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Abstract

Low-dimensional carbon-based nanostructures are considered for the fabrication
of modern electronic devices. For the realization of such devices, it is of utmost
importance to achieve a high control over the structural quality. As a result,
the field of on-surface synthesis, which aims at producing well-defined structures
from tailor-made molecular precursors, has grown rapidly over the past decade.
The reaction most frequently used to conduct on-surface synthesis is the Ull-
mann coupling reaction. Although a lot of work has already been invested,
the fundamental principles determining the outcome of this reaction have not
fully been understood to date. One prototypical case for such a situation is the
product formation on the basis of precursor molecules that can either form long
oligomer chains or macrocycles. This cumulative dissertation thesis contains
a number of articles investigating the reaction products of different precursor
molecules bearing these characteristics. They are investigated on metal single-
crystal surfaces by scanning tunneling microscopy and complementary surface
science techniques such as X-ray photoelectron spectroscopy or angle-resolved
photoemission spectroscopy, accompanied by Monte Carlo simulations. The
ring/chain ratio formed by the model system 1,3-dibromoazulene on Cu(111) was
studied. By this means new insights on how the ring/chain ratio can be tuned
by variation of coverage and temperature were gained based on fundamental
physicochemical considerations. An alternative approach to steer the reaction
outcome was used by applying a surface template, i.e., a vicinal Ag surface, to
exclusively form long, perfectly aligned oligomer chains from the 4,4''-dibromo-
1,1':3',1''-terphenyl precursor. Furthermore, the 2,6-dibromoazulene precursor,
which can exclusively form chains, was used to generate nanoribbons of the non-
alternant graphene allotropes phagraphene and tetra-penta-hepta-graphene on
Au(111). The structures of these species have been unambiguously elucidated by
non-contact atomic force microscopy experiments carried out in a collaboration
project. As a last project, the structural polymorphism of the pure self-assembly
of 1,1':3',1'':4'',1'''-quaterphenyl-4,4'''-dicarbonitrile on the Ag(111) surface was
investigated. This molecule shows an adsorbate structure containing flat-lying
and upright-standing molecules. Such a structure had not been reported so
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Abstract

far. Along with the structures formed, the performance of organic-electronic
devices is also crucially dependent on the interactions between the substrate
and the organic layer itself. To contribute to this field of research, studies on
different model systems, i.e., porphyrins, corroles, and the non-alternant aro-
matic molecule azulene, have been performed in collaboration projects mostly
involving synchrotron radiation beamtimes. In addition to the results already
published in scientific journals, some unpublished results are part of this thesis.
These are the investigation of the 1,3-dibromoazulene precursor on the Ag(111)
surface with co-deposited Cu atoms and the successful initial operation of a com-
mercially available atomic layer injection device. The experimental results are
supplemented by the development and construction of technical instrumenta-
tion, which expands the capabilities of the measurement setup in the laboratory
of the Gottfried group in Marburg.
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Kurzzusammenfassung

Kohlenstoffbasierte Nanostrukturen bieten ein großes Potential für moderne
elektronische Bauteile der Zukunft. Anwendungen dieser Art erfordern eine ho-
he Kontrolle über die strukturelle Qualität. Daher ist das Forschungsfeld der
oberflächengestützten Synthese wohlbestimmter Strukturen aus maßgeschnei-
derten molekularen Präkursoren im letzten Jahrzehnt stark gewachsen. Die
am häufigsten zur oberflächengestützten Synthese genutzte Reaktion ist die
Ullmann-Kupplung. Trotz einer Vielzahl an Vorarbeiten sind die Grundlagen
dieser Reaktion bisher noch nicht vollständig verstanden. Dies ist zum Bei-
spiel bei der Produktverteilung von Präkursoren der Fall, die sowohl lange
Oligomerketten als auch Makrocyclen bilden können. Diese kumulative Dis-
sertationsschrift enthält einige Artikel, die die Reaktionsprodukte solcher Prä-
kursoren auf Metall-Einkristall-Oberflächen mittels Rastertunnelmikroskopie
untersuchen. Dabei wurden die Ergebnisse durch Methoden wie Röntgenphoto-
elektronenspektroskopie und winkelaufgelöste Ultraviolettphotoelektronenspek-
troskopie sowie Monte Carlo-Simulationen ergänzt. Auf diese Weise wurde der
Einfluss von Bedeckungsgrad und Temperatur auf das Ring/Ketten-Verhältnis
des Modellsystems 1,3-Dibromazulen auf Cu(111) grundlegend untersucht. Ein
weiterer Ansatz, um das Reaktionsergebnis zu steuern, ist die Verwendung
eines Oberflächen-Templats. Eine vicinale Ag-Oberfläche wurde genutzt, um
lange, perfekt ausgerichtete Oligomerketten aus dem Präkursor 4,4''-Dibrom-
1,1':3',1''-terphenyl zu bilden. Des Weiteren wurde 2,6-Dibromazulen genutzt,
das aufgrund seiner molekularen Struktur ausschließlich Ketten bilden kann,
um Nanobänder der nichtalternierenden Graphen-Allotrope Phagraphen und
Tetra-Penta-Hepta-Graphen auf Au(111) zu erzeugen. Die Strukturen dieser
Spezies wurden in einem Kooperationsprojekt eindeutig mittels non-contact
Rasterkraftmikroskopie aufgeklärt. Als letztes Projekt wurde der strukturelle
Polymorphismus von 1,1':3',1'':4'',1'''-Quaterphenyl-4,4'''-dicarbonitril auf der
Ag(111)-Oberfläche untersucht. Dieses Molekül zeigt eine Adsorbatstruktur,
die sowohl flach liegende als auch aufrecht stehende Moleküle beinhaltet. Eine
solche Struktur war zuvor unbekannt. Zusätzlich zu den gebildeten Struktu-
ren hängt die Leistung eines organischen elektronischen Bauteils entscheidend

IX



Kurzzusammenfassung

von den Wechselwirkungen zwischen dem Substrat und der organischen Schicht
selbst ab. Um etwas zu diesem Forschungsgebiet beizutragen, wurden Untersu-
chungen mit verschiedenen Modellsystemen wie Porphyrinen, Corrolen und dem
nichtalternierenden Aromaten Azulen in Kooperationsprojekten im Rahmen von
Synchrotron-Strahlzeiten durchgeführt. Neben den bereits in wissenschaftlichen
Zeitschriften veröffentlichten Ergebnissen sind auch einige bisher unveröffentlich-
te Ergebnisse Teil dieser Arbeit. Hierbei handelt es sich um die Untersuchung
des 1,3-Dibromazulen-Präkursors auf der Ag(111)-Oberfläche mit zusätzlich
abgeschiedenen Cu-Atomen und die erfolgreiche Inbetriebnahme eines kommer-
ziell erhältlichen atomic layer injection-Geräts. Die experimentellen Ergebnisse
werden durch die Entwicklung und Konstruktion technischer Gerätschaften
vervollständigt, die die Leistungsfähigkeit der Apparatur im Labor der AG
Gottfried in Marburg erweitern.
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1 Introduction

In our modern society mobile electronic devices play an outstanding role. To
answer the ever-increasing demand for these devices available at low cost and
to deal with the emerging quest for sustainability, organic electronics seem to
be the inevitable solution.[1] While in some areas like display technology organic
light-emitting diodes (OLEDs) are already state of the art,[2,3] the performance
of other devices like, e.g., organic photovoltaic cells (OPVCs)[4] or organic thin
film transistors (OTFTs)[5] is still lacking far behind conventional solutions.[6–8]

To improve the performance of devices based on organic semiconductor
molecules, a fundamental understanding of the processes involved is essen-
tial.[9,10] One way to increase this fundamental understanding is the study of
basic model systems. This can be achieved by the investigation of organic
molecules on metal single-crystal surfaces in ultra-high vacuum (UHV) environ-
ment.[11] Under these well-defined conditions the interactions between organic
molecules and metal substrates can be studied without the impact of external
influences.

Among these studies under UHV conditions several different approaches can
be distinguished, which will be explained in the following sections. The first and
probably most important one used in this thesis is the so-called bottom-up fab-
rication of carbon-based nanostructures. Secondly, the reactions of prototypical
molecules with, e.g., metal atoms, can be investigated in the monolayer (ML)
or multilayer regime. Thirdly, the self-assembly of molecules on surfaces can be
investigated using microscopic and spectroscopic methods.

1.1 On-Surface Synthesis

The main topic of this thesis is the bottom-up synthesis of carbon-based na-
nostructures on surfaces. There are several reactions that can be used for this
purpose. These reactions, which are often similar to their equivalents known
from solution chemistry, will be introduced in the following sections.[12–14] A big
advantage of on-surface synthesis is that molecules that are not accessible by
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1 Introduction

solution chemistry due to bad solubility or instability can be realized. Further-
more, these new molecules can be unambiguously characterized with powerful
surface science techniques.

Surface-Confined Ullmann Coupling

The most widely used reaction to achieve covalent C C coupling between aryl
compounds on surfaces is the Ullmann coupling reaction. This reaction was
first described in solution for the coupling of two equivalents of 1-bromo-2-
nitrobenzene to 2,2'-dinitrobiphenyl by Ullmann and Bielecki in 1901, using
stoichiometric amounts of Cu.[15] Later on, the applicability of this reaction was
also shown for iodinated aromatic molecules.[16] Today, Ullmann-type reactions
can also be carried out with catalytic amounts of Cu.[17] The Ullmann coupling
reaction of bromobenzene is schematically shown in Scheme 1.1a.

It took almost 90 years until this reaction was first realized on a surface in
1990 by Zhou, Castro, and White.[18] In that study the authors were able to show
the formation of biphenyl from iodobenzene deposited on Ag(111) by means of
temperature-programmed desorption (TPD). The first studies concerning the
mechanism of this on-surface synthesis reaction were performed by Xi and Bent
using iodobenzene on Cu(111).[19]

The first investigations on the surface-confined Ullmann coupling using scan-
ning tunneling microscopy (STM) were made in the early 2000s.[20–23] It was
shown that by applying thermal energy (or voltage pulses with the STM tip) the

(a)

(b)

Br2 + + 2 CuBr2 Cu

M

Br2
M(111)

-2 Br

M(111)-2 Br
M(111)

-M

Scheme 1.1: (a) Conventional Ullmann coupling reaction of bromobenzene to biphenyl in
solution with the use of stoichiometric amounts of Cu. (b) The Ullmann coupling reaction
on coinage metal(111) surfaces. For M = Cu, Ag very often an organometallic intermediate
species with a C M C bond is observed, whereas for M = Au this has only rarely been
reported.
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1.1 On-Surface Synthesis

C halogen bond can be cleaved and covalent C C bonds are formed. However,
it took until 2007, when Grill et al. reported on the fabrication of one-dimensional
(1D) chains and two-dimensional (2D) networks formed after the coupling of
brominated tetraphenylporphyrin molecules on Au(111) to realize that nano-
structures can be synthesized in a controlled way by clever precursor design using
this approach.[24] Since then the field of on-surface synthesis has grown rapidly.
Although in the first place the reaction reported by Ullmann and named after
him used Cu to couple brominated or iodinated aryl compounds, nowadays ba-
sically any coupling reaction of halogenated aryl compounds on coinage metal
surfaces is considered as a surface-confined Ullmann coupling. Nevertheless, Br
is the most commonly used halogen and while there are also many studies using
iodinated molecules,[25–30] Cl is only of minor importance.[31–35]

The three coinage metal surfaces Cu, Ag, and Au differ in their reactivity
towards dehalogenation. Cu is considered the most reactive surface, i.e., the
C Br bond is usually already completely split at room temperature (RT).[36–42]

In contrast, on the intermediate Ag surfaces only partial debromination takes
place[43–48] and on the most inert Au surfaces the molecules usually remain intact
at RT.[25,49–52] However, the reactivity towards dehalogenation is not the only
difference between the different metal surfaces. Another very important point
is that on Cu and Ag usually organometallic intermediates with C M C (M
= Cu, Ag) bonds are observed,[30,35,38–40,42–44,46,47,53–64] which have only rarely
been reported on Au surfaces (cf. Scheme 1.1b).[29,31,49,50,52,65–67] The existence
of these organometallic intermediates can be very useful to control the final
reaction outcome because of their reversibility.[25,45,68,69]

To date, numerous precursor molecules have been used to synthesize a wide
range of nanostructures on surfaces.[26,41,70–72] One particularly interesting case
is the investigation of molecules that can either form long chains, i.e., 1D struc-
tures, or rings, which can be considered as zero-dimensional (0D). In a first
study Fan et al. have shown that 4,4''-dibromo-1,1':3',1''-terphenyl (DMTP) on
the Cu(111) surface can either form long zigzag chains or macrocycles called hy-
perbenzene ([18]-honeycombene).[36] Later, Chen et al. successfully synthesized
the next larger macrocycle, i.e., [30]-honeycombene, from the 4,4''''-dibromo-
1,1':4',1'':3'',1''':4''',1''''-quinquephenyl (DMQP) precursor.[73] A first study how
the ring/chain ratio formed by DMTP can be tuned showed that lowering the
deposition rate, i.e., applying pseudo-high-dilution conditions, increases the ring
yield (cf. Figure 1.1).[45] The question how this reaction outcome, i.e., whether
rings or chains are formed, can be controlled has also inspired the work leading
to this thesis.
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1 Introduction

Figure 1.1: STM images showing the influence of the deposition rate of 4,4''-dibromo-
1,1':3',1''-terphenyl (DMTP) on Ag(111) held at 463 K on the ring yield. According to the
pseudo-high-dilution conditions a lower deposition rate leads to a higher ring yield. Rings are
highlighted in green and chains in grey. Reprinted with permission from ref. [45]. © 2017
American Chemical Society.

Another way of controlling the reaction outcome is the application of surfaces
that act as templates. So far, only the atomically flat M(111) surfaces (M = Cu,
Ag, Au) have been considered. If, e.g., vicinal surfaces are used, it is possible
to achieve chains, which are aligned on the small terraces in the direction of the
step edges.[74–77] Another way of using a surface as template was shown by Fan
et al., who used the Cu(110)-(2×1)O surface.[42] In this study the width of the
bare Cu stripes determined whether rings or chains were formed.

Dehydrogenative Coupling

A material that has attracted tremendous interest since its discovery in 2004
is graphene.[78] This single-layer carbon allotrope is considered for many ap-
plications, e.g., transistors, supercapacitors, or solar cells.[79–81] However, as a
semimetal and thus without a band gap, it cannot be used for the fabrication of
electronic devices, where semiconductors are needed.[78] One approach to make
graphene a semiconductor is to cut it into small stripes, so-called graphene na-
noribbons (GNRs).[82,83] This cutting can either be done in a top-down approach
by lithography[84,85] or in a bottom-up approach. For the latter the first re-

4



1.1 On-Surface Synthesis

action step is usually an Ullmann coupling reaction of brominated precursors.
In the second step the oligomers formed in this way can be fully conjugated
by splitting off hydrogen and forming new C C bonds. This was first shown
for the 10,10'-dibromo-9,9'-bianthryl (DBBA) precursor on the Au(111) surface
(Scheme 1.2).[83]

Since this seminal work, a lot of precursor molecules have been used to synthe-
size GNRs on surfaces with different widths, edge structures and other elements
as dopants.[86–114] The atomical precision, with which GNRs can be produced in
this way, is illustrated by the non-contact atomic force microscopy (nc-AFM)
images shown in Figure 1.2.[115]

In addition to the synthesis of GNRs, the dehydrogenation scheme has
also been applied to synthesize molecular species, which are called nanogra-
phenes.[109,116–125] While GNRs are 1D cut-outs of graphene, which in principle
are infinitely long in one dimension, the nanographenes can be considered as
zero-dimensional.

Br Br
Au(111)

200 °C

n

Au(111)

400 °C
n

n

Scheme 1.2: Dehydrogenation reaction of 10,10'-dibromo-9,9'-bianthryl (DBBA) on Au(111)
as described in ref. [83]. In the first step oligomers are formed by an Ullmann coupling reaction
and in the second step the oligomers are fully conjugated by splitting off hydrogen. The newly
formed C C bonds due to this dehydrogenation reaction are shown in red.

(a) (b)

(e)

(c) (d)

Figure 1.2: STM and nc-AFM images of DBBA on Au(111). (a) STM overview image. (b)
STM image of a free GNR recorded with a CO-functionalized tip. (c), (d) Constant-height
nc-AFM images of the middle and edge region of a GNR, respectively. (e) Constant-height
nc-AFM image of a whole GNR. Adapted with permission from ref. [115]. © 2013 Springer
Nature.
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1 Introduction

Other Reactions for Covalent C C Coupling on Surfaces

Besides the Ullmann and dehydrogenative coupling reactions described in the
previous sections, some other reactions known from solution chemistry have
been applied to on-surface synthesis to form covalent C C bonds on surfaces.
These other reactions were not used in this thesis and have been reviewed ex-
tensively.[12,13,72,126–131] Thus, they will only briefly be introduced.

Some of the other reactions rely on halogenated precursor molecules like the
Ullmann coupling reaction. One reaction known from solution chemistry is the
Sonogashira coupling of terminal alkynes with halogenated aromatic compounds
to link species containing C C triple bonds. The applicability of this reaction
has been shown for iodinated[132] and brominated[133–135] precursor molecules.
In a similar way, two brominated alkyne groups can be coupled directly to
yield graphdiyne species.[67,136] However, it is also possible to generate C C
triple bonds directly on a surface by coupling species carrying tribromo-[137,138]

or trichloromethyl[139] substituents. Analogously, C C double bonds can be
generated by using dibromomethyl substituents[140] or alkenyl gem-dibromides,
yielding cumulene species.[141,142] The same alkenyl gem-dibromide functionality
can also form C C triple bonds.[143] Finally, C C single bonds can be achieved
by dehalogenative homocoupling of alkenyl bromides[144] or Wurtz reactions us-
ing alkyl bromides.[145] In addition, ortho-dihaloarenes can undergo [2+2] or
[2+2+2] cycloaddition reactions.[64,146]

All the reactions mentioned this far have the disadvantage that the split-off
halogen atoms remain adsorbed on the surface. To overcome this problem, some
reactions that do not need halogen atoms have been introduced. The first one
is the Glaser coupling, in which two terminal alkynes are linked.[147–150] Aryl
alkynes can also undergo cyclotrimerization reactions.[151,152] Furthermore, the
Bergmann cyclization utilizing two alkyne moieties within the same molecule
has been successfully applied on a surface.[153] Using an appropriate surface as
1D template, linear alkane[154] or polyacetylene[155] chains can be realized on
Au(110) or Cu(110), respectively.

For the realization of electronic devices metal surfaces cannot be used. In order
to overcome this limitation, some of the reactions for covalent C C couplings
have also been successfully carried out on insulating substrates.[156–158]

6



1.2 Cyclic Tetrapyrrole Molecules

1.2 Cyclic Tetrapyrrole Molecules

A different class of molecules that has been intensively studied on surfaces are
cyclic tetrapyrrole molecules and their metal complexes. The surface chemistry
of tetrapyrrole macrocycles has been extensively reviewed.[159] Thus, the present
section will focus on the aspects relevant for this thesis. There are two classes
of tetrapyrrole macrocycles that have been subject to investigations in this the-
sis, namely porphyrins and corroles. These two classes of molecules and their
respective applications will be discussed in the following.

Porphyrins

Porphyrins are cyclic tetrapyrroles that are composed of the parent porphine
macrocycle (Figure 1.3a) and a number of substituents. For example, substi-
tution at the meso positions with phenyl groups leads to meso-tetraphenyl-
porphyrin (2HTPP, Figure 1.3b).

All free-base porphyrins possess two pyrrolic ( NH ) and two iminic ( N )
nitrogen atoms. The pyrrolic nitrogen atoms are prone to deprotonation and
thus the porphyrins can be used as ligands to stabilize metal dications form-
ing metalloporphyrins. Accordingly, reaction of 2HTPP with a metal M leads
to a metallotetraphenylporphyrin (MTPP, Figure 1.3c). This was, e.g., shown
for Co,[160,161] Zn,[162] or Fe.[163] Today, porphyrin complexes of many transition
metals are known on surfaces.[159]

Whereas the pyrrolic and iminic nitrogen atoms can be distinguished in, e.g.,
X-ray photoelectron spectroscopy (XPS) experiments, after metalation all four

(a)

HNN

NNH

(b)

HN N

N NH

(c)

NN

NN
M+II

Figure 1.3: (a) Porphine, the parent macrocycle of all porphyrins. (b) meso-tetraphenyl-
porphyrin (2HTPP), which is obtained by substitution of porphine with phenyl groups at the
meso positions. (c) A metallotetraphenylporphyrin (MTPP) is formed by reaction of 2HTPP
with a metal M, stabilizing a metal dication.
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1 Introduction

nitrogen atoms are chemically equivalent. Thus, the reaction between 2HTPP
and a metal is a very subtle probe to monitor the diffusion of the metal into the
organic layer, which is important for organic electronics.

Corroles

For the fabrication of electronic devices the stabilization of metal cations in high
oxidation states might be required.[164,165] One way to stabilize higher oxidation
states is a change in the ligand structure of the tetrapyrrole macrocycle. A
class of molecules closely related to porphyrins are corroles. In these, there
is one methine bridge ( CH ) less than in the porphyrins (marked in orange
in Figure 1.4b), which leads to three pyrrolic ( NH ) and one iminic ( N )
nitrogen atoms and a smaller size of the macrocycle.

A free-base corrole that has been synthesized in solution is 2,3,8,12,17,18-
hexaethyl-7,13-dimethylcorrole (3HHEDMC, Figure 1.4b), carrying six ethyl and
two methyl substituents at the β positions of the pyrrole units.[166] This substi-
tution pattern allows to distinguish 3HHEDMC from the similarly substituted
octaethylporphyrin (2HOEP, Figure 1.4a) in STM experiments if a comparison
of the two classes of tetrapyrrole macrocycles is needed.

The rather small change in the structure of the corroles compared with the por-
phyrins (cf. Figure 1.4a,b) can have a strong influence on its reactivity towards
metal atoms. Because of their tribasic character and the contracted ring size
corroles should be able to stabilize metal trications and also smaller metal ions
in general (Figure 1.4c).[165] These properties make corroles interesting molecules
not only for solution chemistry, but also for surface science studies.

(a)

HNN

NNH

(b)

N

N

N

N
c M+++

(I )

N

HN

NH

NH

Figure 1.4: (a) Octaethylporphyrin (2HOEP), which is obtained by substitution of por-
phine with eight ethyl groups in the β positions of the pyrrole units. (b) 2,3,8,12,17,18-
Hexaethyl-7,13-dimethylcorrole (3HHEDMC), which is obtained by substitution of the cor-
role core with six ethyl and two methyl groups in the β positions of the pyrrole units. (c)
A metallo-2,3,8,12,17,18-hexaethyl-7,13-dimethylcorrole (MHEDMC) is formed by reaction of
3HHEDMC with a metal M, stabilizing a metal trication.
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Nevertheless, studies of corroles on surfaces are scarce to date. The first
investigations have been carried out on Fe 5,10,15-triphenylcorrole (FeTPC)
on Cu(111), which was already metalated in solution.[167] Later on, 5,10,15-
tris(pentafluorophenyl)-corrole (3HTpFPC), in which all phenyl substituents are
perfluorinated, was investigated as the first free-base corrole on surfaces.[168–172]

However, a direct metalation of a free-base corrole on a surface with post-
deposited metal atoms, as it is well known for porphyrins, had not been reported
before the beginning of this thesis.

1.3 Other Aromatic Molecules for Surface

Chemistry Purposes

Besides the two big topics of brominated aromatic molecules and tetrapyrroles,
some other molecules have been studied in the course of this thesis. These will
be briefly introduced in the following sections.

Aromatic Dicarbonitriles

Aromatic dicarbonitriles are a class of molecules, which have attracted significant
interest in surface science studies in the last decade. They are interesting because
of their potential application in OTFTs[173] or OLEDs.[174,175]

The pure self-assembly of aromatic dicarbonitriles on coinage metal single-
crystal surfaces has been intensively investigated. Linear oligophenylene-para-
dicarbonitriles (NC Phx CN with x = 3, 4, 5, 6) show different adsorbate struc-
tures on the Ag(111) surface depending on their length (Figure 1.5). In these
studies densely-packed chevron layers, open rhombic networks, and Kagome lat-

Figure 1.5: STM images of three linear oligophenylene-para-dicarbonitriles (NC Phx CN)
with different lengths on Ag(111). (a) x = 3, (b) x = 4, (c) x = 5. The molecules show
different adsorbate structures depending on their length. Reprinted with permission from
ref. [176]. © 2008 American Chemical Society.
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tices were observed.[176–180] Furthermore, non-linear molecules with meta linkings
either in the oligophenylene backbone or of the carbonitrile groups show a wide
variety of adsorbate structures, including upright-standing molecules.[181–185]

The complexity but also the quality of the adsorbate structures can even
be increased by the co-deposition of metal atoms.[186–190] Co-deposition of
NC Phx CN (x = 3, 4) with Ce atoms led to an unusual five-vertex Ar-
chimedean tiling on the Ag(111) surface[191] and with NC Ph4 CN and Eu on
Au(111) even 2D quasicrystals could be realized.[192] Another very interesting
case is the formation of metal-organic Sierpiński triangles, a fractal structure.
They can be achieved by deposition of 1,1':3',1''-terphenyl-4,4''-dicarbonitrile
(TPDCN) and Ni[193] (Figure 1.6) or Fe[194] on the Au(111) surface and with
intrinsically present Cu adatoms on Cu(111).[185]

Azulene as a Prototype for Non-Alternant Aromatic
Compounds

Another class of compounds that have recently attracted great interest in
surface science are so-called non-alternant polycyclic aromatic hydrocarbons
(PAHs).[195–200] The molecule that can be seen as the prototype of this class of
compounds is azulene (Figure 1.7a).

Azulene and its alternant counterpart naphthalene (Figure 1.7b) are structural
isomers. Yet, these two molecules differ strongly in some aspects. While naph-
thalene has no dipole moment due to symmetry reasons, azulene has a dipole

Figure 1.6: STM images of 1,1':3',1''-terphenyl-4,4''-dicarbonitrile (TPDCN) on Au(111). (a)
Overview image. (b), (c), and (d) Sierpiński triangles of zeroth, first, and second generation,
respectively. Reprinted with permission from ref. [193]. © 2015 Royal Society of Chemistry.
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(a) (b)

Figure 1.7: (a) The non-alternant PAH azulene. (b) Its alternant counterpart naphthalene.

moment of 0.8 D, which is quite large for a pure hydrocarbon.[201] Furthermore,
the gap between highest occupied molecular orbital (HOMO) and lowest unoc-
cupied molecular orbital (LUMO) can be expected to be smaller for azulene.
Because of these unusual properties, azulene is an interesting candidate for or-
ganic field-effect transistors (OFETs) and OPVCs.[202,203] Moreover, five-seven
ring structures – the structural motif of azulene – appear as defects in graphene
and azulene can be considered as a model system for these defects.[204,205] All
these reasons make azulene a very interesting molecule to study on surfaces.
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2 Motivation

In order to build future electronic nanodevices based on structures realized using
on-surface synthesis, a fundamental understanding of the processes determining
the reaction products is crucial. Although many efforts have already been un-
dertaken, these processes are not fully understood to date. One example of such
a situation is the competition between ring and chain formation in the surface-
confined Ullmann coupling reaction from precursor molecules that are able to
form both these motifs due to their structure. Different approaches to steer the
reaction outcome, i.e., whether rings or chains are formed, were investigated
within this cumulative dissertation thesis.

As a first project 1,3-dibromoazulene (DBAz, Figure 2.1a) on the Cu(111)
surface was chosen as a model system. This molecular precursor for the surface-
confined Ullmann coupling reaction is able to form either long oligomeric chains
or macrocycles. On the stage of the organometallic intermediate of the Ull-
mann coupling, the concepts of kinetic and thermodynamic reaction control were
applied to control the ring/chain ratio as monitored by scanning tunneling mi-
croscopy (STM). These findings based on first principles of reaction kinetics were
substantiated by Monte Carlo (MC) simulations in a collaboration project. Due
to these very basic considerations, the knowledge gained for this model system
should be applicable to ring/chain competition in on-surface synthesis in general.
This project resulted in two publications (P1 and P2).

In a second project, the 4,4''-dibromo-1,1':3',1''-terphenyl (DMTP) precursor
(Figure 2.1c), which has been shown to form both rings and chains before, was
used. Here, the control of chain over ring formation was achieved by using

(a)
Br

Br

(b)

BrBr

(c)

BrBr

Figure 2.1: The molecular precursors for the surface-confined Ullmann coupling used within
this thesis. (a) 1,3-Dibromoazulene (DBAz). (b) 2,6-dibromoazulene (2,6-DBAz). (c) 4,4''-
dibromo-1,1':3',1''-terphenyl (DMTP).
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a vicinal Ag surface as a template. In a collaboration project the exclusive
formation of chains was shown by STM on a local scale and by low-energy
electron diffraction (LEED) on a global scale, while angle-resolved photoemission
spectroscopy (ARPES) was used to determine the electronic structure of these
perfectly aligned chains. The results led to one publication (P3).

In a third project the 2,6-dibromoazulene (2,6-DBAz) precursor (Figure 2.1b)
was investigated on the Au(111) surface. The substitution pattern of this struc-
tural isomer of DBAz is chosen in a way that it can exclusively form chains.
However, it is not obvious whether bonds are exclusively formed between five-
membered and seven-membered rings, in an alternating fashion, or completely
random. While the connection pattern could already be assumed from STM
images, it was unambiguously revealed by non-contact atomic force microscopy
(nc-AFM) measurements conducted in a collaboration project. Furthermore,
these measurements proved that fusion between the chains via dehydrogenative
coupling is possible and revealed the products formed. These are nanoribbons
of two new graphene allotropes, namely phagraphene and tetra-penta-hepta-
graphene. This project gave rise to publication P4.

In addition to the studies on the surface-confined Ullmann coupling reaction,
further surface science studies are part of this cumulative dissertation thesis.
The topic of the first one is the structural polymorphism of 1,1':3',1'':4'',1'''-
quaterphenyl-4,4'''-dicarbonitrile (m-4PDN, Figure 2.2) on the Ag(111) surface.
The structures formed by this molecule upon adsorption at different coverages
were analyzed by STM, leading to one publication (P5).

Furthermore, the direct metalation of two tetrapyrrole macrocycles, i.e., meso-
tetraphenylporphyrin (2HTPP, cf. Figure 1.3b) and 2,3,8,12,17,18-hexaethyl-
7,13-dimethylcorrole (3HHEDMC, cf. Figure 1.4b), was investigated using syn-
chrotron radiation-based techniques in collaborative projects. For 2HTPP the
reaction depth and interphase formation upon deposition of Co onto a 50 nm
thick film were determined using hard X-ray photoelectron spectroscopy (HAX-
PES), which resulted in publication P6, while for 3HHEDMC the reaction with

C

C
N

N

Figure 2.2: The polymorphism of the adsorbate structure of 1,1':3',1'':4'',1'''-quaterphenyl-
4,4'''-dicarbonitrile (m-4PDN) was studied within this thesis.
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Fe was studied using near-edge X-ray absorption fine structure (NEXAFS) spec-
troscopy and compared to the corresponding octaethylporphyrin (2HOEP, cf.
Figure 1.4a) (P7).

At last, the interaction of the non-alternant polycyclic aromatic hydrocar-
bon (PAH) azulene (cf. Figure 1.7a) with the Cu(111) surface was studied in a
collaborative project using a multi-technique approach. This study revealed fun-
damental differences in the interaction of azulene with Cu(111) compared with
its alternant counterpart naphthalene (cf. Figure 1.7b) and led to publication
P8.

The results already published in scientific journals are complemented by fur-
ther unpublished results. First, the DBAz precursor is investigated on the
Ag(111) surface using STM and XPS. Because of the insufficient reactivity of
Ag(111) towards debromination, the ring/chain ratio formed on the stage of the
organometallic intermediate of the surface-confined Ullmann coupling reaction
is studied using co-deposited Cu atoms. Second, the successful initial opera-
tion of a commercially available atomic layer injection (ALI) device is shown by
deposition of 2HTPP from a dichloromethane (DCM) solution using XPS and
STM.

Besides the experimental studies, three construction projects are part of this
thesis. The aim of these projects was to expand the capabilities of the combined
STM and XPS setup in the laboratory of the Gottfried group in Marburg. First,
the sputtering and annealing stage of the STM chamber was redesigned to estab-
lish a more accurate temperature control during annealing of the metal single-
crystal samples. Second, the manipulator head of the custom-built preparation
chamber was redesigned because the original design had several drawbacks, in-
cluding the danger of breaking. Third, a line-of-sight evaporator was designed,
which facilitates the deposition of medium-vapor pressure molecules like DBAz
and 2,6-DBAz. It enabled the studies of these molecules presented in this thesis.
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3 Experimental Techniques

A number of experimental techniques commonly used for surface characterization
have been applied to obtain the results presented in this thesis. Most of all, these
are surface sensitive microscopic and spectroscopic methods. In the following
sections these techniques along with their physical background and instrumental
realization will be introduced. The aim of this chapter is to provide the reader
with the knowledge necessary to understand the presented data and not to give
a complete discussion of the respective methods. For this purpose the reader is
referred to the corresponding literature, on which this chapter is based.[206–211]

3.1 Scanning Probe Microscopy

The most important techniques used to gather the data within this thesis belong
to the family of scanning probe microscopy (SPM). In an SPM experiment a
sharp tip is raster-scanned across a surface. Different physical quantities are used
as probe to give a microscopic image of the sample with a very high resolution.
Two forms of SPM have been applied, namely scanning tunneling microscopy
(STM) and atomic force microscopy (AFM), which will be introduced in the
following.

3.1.1 Scanning Tunneling Microscopy

The first kind of SPM and also the method mainly used within this thesis is
scanning tunneling microscopy (STM). It was invented in 1981 by Binnig and
Rohrer,[212,213] who were awarded the Nobel Prize in Physics for this invention
in 1986. This fact already highlights the high relevance of this experimental
technique, which also laid the basis for all other SPMs. In the following the
physical basics of STM will be explained.

In an STM experiment a very sharp metallic tip, which ideally has a single
atom at its apex, is brought very close to the sample surface and scanned across
it. The measured quantity is the tunneling current, which occurs if an external
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potential is applied between sample and tip. In order to be able to measure a
current this method is restricted to conducting samples.

The reason why the tunneling current occurs is the quantum mechanical tun-
neling effect (Figure 3.1). According to classical mechanics an electron cannot
overcome a potential barrier if its energy ε is not sufficient. However, in quan-
tum mechanics the electron is described by its wave function Ψ. If the wave
function is incident on a potential barrier with thickness d, its value does not
immediately drop to 0 but has a certain probability density |Ψ|2 to be located
inside the barrier. This means that an electron as a quantum mechanical particle
also has a certain probability to reside inside the barrier and can thus overcome
it. This effect is called tunneling. If an external potential Vt is applied between
two potential wells with work functions Φi, the tunneling becomes directional.
This directional flow of electrons results in a so-called tunneling current, which
can be measured.

The Hamiltonian Ĥ of the electron can be divided into three parts dependent
on its location z. One before the barrier (z < 0)

Ĥ = − h̄2

2me

d2

dz2 , (3.1)

one inside the barrier (0 < z < d)

Ĥ = − h̄2

2me

d2

dz2 + V , (3.2)

and a third one after the barrier (z > d), which again has the form of Equa-

1 2 3

1
2

0 d

E/

z

Vt

Figure 3.1: Tunneling of an electron with wave function Ψi through a barrier with finite
thickness d. If an external potential Vt is applied between the two potential wells with work
functions Φi, the tunneling preferably occurs in one direction and thus results in a tunneling
current It.
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tion (3.1). h̄ is the reduced Planck constant h/2π and me the electron mass.
The wave functions of an electron outside and inside the barrier are given by
Equations (3.3) and (3.4), respectively.

Ψ = A · eikz + B · e−ikz with k =
√

2meE

h̄2 (3.3)

Ψ = C · eikz + D · e−ikz with k =
√

2me(E − V )
h̄2 (3.4)

The wave functions before and after the barrier only differ by the two pre-
exponential factors A and B, which are of course also different inside the barrier
(C and D). The wave function in Equation (3.4) is the relevant one for STM. It
has an imaginary part, which approaches infinity and is thus ignored, and a real
part, which decreases exponentially with the distance d.[207] Thus, if the distance
between tip and sample is small enough, a tunneling current can be measured
depending on the local work function Φeff (Equation (3.5)).

It ∝ e−2κd with κ =
√

2meΦeff

h̄2 (3.5)

Because of this exponential dependence of the tunneling current on the distance
between tip and sample, the largest amount of current flows between the tip
apex and the topmost atoms of the surface.[214] This fact makes STM a suitable
technique to image surface structures. If the tip is sharp enough resolution on
the atomic or molecular scale can be achieved.

However, the tunneling current is determined not only by the topography of
the sample, i.e., the tip–sample distance, but also depends on the electronic
structure of the sample and the tip. If, e.g., a negative potential is applied, i.e.,
tunneling takes place from the sample to the tip, those regions of the sample
with a higher density of states (DOS) will contribute stronger to the tunneling
current and thus appear higher in the STM images. This fact always needs to
be kept in mind for the analysis of STM images.

The tunneling current can be calculated according to Equation (3.6) depending
on the elementary charge e, the tunneling voltage, and the energy of an electron
as well as the DOSs ρi and the Fermi energies EF,i of tip T and sample S.[206]

It = 4πe

h̄

eVt∫
0

ρT(EF,T − eVt + ε) · ρS(EF,S + ε) · e−2κddε (3.6)
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The critical dependence on the distance makes STM very sensitive to exter-
nal vibrations. One way to overcome this problem is a compact design of the
microscope. This was realized in the Aarhus-type STM invented by Lægsgaard,
Besenbacher, and Stensgaard at the University of Aarhus, Denmark and offered
by the company SPECS Surface Nano Analysis GmbH (Figure 3.2).[215]

In this setup the sample 1 is rigidly mounted on a sample holder 2 . The
sample holder is pressed tightly to the top sample stage 4 by two clamps 3 . The
whole setup is housed in a gold coated copper block 5 , which can be cooled with
liquid nitrogen (LN2). The sample is facing upside down and can be approached
by the tip 6 from the bottom with an inchworm motor 9 . This inchworm
motor is a piezo tube consisting of three parts. The top and bottom part can
clamp the approach motor rod 8 and by alternating contraction and expansion
of the central part the tip is either approached to or retracted from the sample.
The actual scanning is performed by another piezo tube 7 , which controls the
x, y, and z motion. Because these piezo elements are calibrated for operation
at RT, the whole motor part can be counter-heated by a Zener diode 10 if the
STM is cooled. To further reduce the influence of external vibrations, the block
containing the STM is suspended on springs 11 and does not have any rigid
contact to the STM chamber during scanning.

There are two scanning modes to actually record STM images. The first one is
the constant height mode. In this mode the tip is scanned across the sample in a
constant height and the resulting tunneling current is measured. This current in
dependence of the x and y coordinates gives the STM image. The advantage of
this mode is that scanning can be performed quickly. However, because the tip
height is not adjusted there is the danger that the tip can collide with protruding

1 2 3 4 5

10

11678
9

Figure 3.2: Cross-sectional sketch of the Aarhus-type STM offered by SPECS Surface Nano
Analysis GmbH. 1 Sample, 2 sample holder, 3 sample holder clamp, 4 top sample stage, 5
gold coated copper block, 6 tip, 7 scanner piezo tube, 8 approach motor rod, 9 inchworm
piezo tube, 10 Zener diode, 11 suspension springs. Adapted from refs. [216–218].
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objects on the sample. These tip crashes can damage sample and tip and should
thus be avoided, which limits the constant height mode to small and flat scanning
areas.

In order to avoid tip crashes, the constant current mode can be used. In this
mode the tunneling current is kept constant by adjusting the tip height with an
external feedback loop. This is done by changing the voltage applied to the z

component of the scanner piezo motor. Thus, the STM image is given by this
voltage in dependence of the x and y coordinates. Although this operation mode
is slower than the constant height mode, it is usually used in experiments.

Scanning Tunneling Spectroscopy

The fact that the tunneling current in STM depends not only on the tip–sample
distance but also on the DOS can be used to obtain further information on the
electronic structure of the sample. This method is called scanning tunneling
spectroscopy (STS) and was first introduced by Hamers, Tromp, and Demuth
in 1986.[219] In contrast to techniques like ultraviolet photoelectron spectroscopy
(UPS, cf. Section 3.2.1), inverse photoemission spectroscopy (IPS), or electron
energy loss spectroscopy (EELS), which average over a comparably large area of
the surface, it can elucidate the electronic structure of single atoms or molecules.
Furthermore, by changing the polarity of the potential between sample and tip
it gives access to unoccupied states.

In STS the position of the tip is fixed on a certain point of the sample. Thus,
the tunneling current depends on the applied bias voltage and the tip–sample
distance. In all modes of STS the relation between two of these three quantities,
It, Vt, and d, is measured, while the third one is kept constant. If the feedback
regulating the tip height is switched off, i.e., d remains constant, this is called
It(Vt) spectroscopy, which is the most commonly used mode of STS. Simplified,
the result of such a measurement can be regarded as the local density of states
(LDOS) of the sample. An increase of the bias voltage will give rise to a higher
tunneling current. If the voltage is high enough to access an electronic state of
the sample, e.g., a molecular orbital (MO), this leads to a steeper increase of the
tunneling current.

However, the extraction of the LDOS from these It(Vt) curves can be difficult.
Thus, the differential conductance dIt/dVt is often considered. Since numerically
differentiating the measured It(Vt) curve strongly amplifies the noise, directly
measuring the dIt/dVt curve is desirable. This can be achieved by using the
lock-in technique. Here, the direct current (DC) bias voltage is modulated with
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a high-frequency sinusoidal component Vm = V0 sin(ωt + ϕ0) with amplitude V0,
time t, frequency ω, and phase ϕ0. If the amplitude of the modulation signal is
small compared with Vt the tunneling current in Equation (3.6) can be expanded
in a power series (3.7).

It(Vt + V0(ωt + ϕ0)) =It(Vt) + dIt(Vt)
dVt

V0 sin(ωt + ϕ0)

+ d2It(Vt)
dV 2

t

V 2
0

2 sin2(ωt + ϕ0) + ...

(3.7)

In the lock-in amplifier the current is multiplied with a sinusoidal reference volt-
age Vref and integrated over a time longer than its period. If the frequency of the
reference voltage is the same as that of the modulation signal, all components
except a signal proportional to the differential conductance in Equation (3.7)
cancel and (dIt/dVt) cos(ϕ − ϕ0) remains. By adjusting the phase ϕ in a way
that ϕ − ϕ0 = 0 the signal is maximized and the differential conductance curve
can be measured directly. In the same way, if Vref has a frequency of 2ω, the
second derivative can be measured.

3.1.2 Atomic Force Microscopy

The drawback of STM is its limitation to conducting samples because the mea-
sured quantity is the tunneling current. In order to facilitate an investigation
of insulating samples, another physical quantity needs to be measured. Thus,
atomic force microscopy (AFM) makes use of the forces acting between tip and
sample. This technique was invented in 1986 by Binnig, who already invented
the STM, Quate, and Gerber.[220]

The interactions V (d) between atoms or molecules are described by the
Lennard-Jones potential (3.8) with ε being the minimum interaction energy at
equilibrium distance d0 and σ the distance, at which V (d) = 0.

V (d) = 4ε

[(
σ

d

)12
−

(
σ

d

)6
]

(3.8)

At larger distances attractive contributions such as electrostatic and van der
Waals interactions prevail, which show a dependence on the distance with d−6.
The short-range interactions are mostly due to Pauli repulsion and show a much
stronger variation with the distance of d−12. The forces F acting between a
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molecule and a planar surface can be described by Equation (3.9).

F = −πCρ

6d3 (3.9)

Here, C is a collection of constants and ρ the density of the material.[206] It
becomes apparent that in this case the force varies with d−3 instead of d−6. If
the molecule is replaced by a hemisphere, which is a good approximation for an
AFM tip, Equation (3.10) is derived, where A is the Hamaker constant and r

the radius of the hemispherical tip.[207]

F = −Ar

6d
(3.10)

The inverse dependence of the force on the distance simplifies the actual mea-
surement of the force.

In an AFM experiment a cantilever with a sharp tip is positioned parallel
to the surface (Figure 3.3). The forces acting between tip and sample cause
a displacement of the cantilever. This displacement can be measured, e.g., by
using a photodiode to record the intensity of a laser, which is reflected by the
cantilever.

Just like in STM, where there are the constant current and the constant height
mode, AFM can be conducted in constant force or in constant height mode. In
constant height mode the variation of the cantilever deflection is measured as the
tip is scanned across the surface, while in constant force mode the tip–sample
distance is varied to keep the cantilever displacement constant.

Cantilever

Photodiode Laser

Tip

Sample

Figure 3.3: Schematic illustration of an AFM experiment. The cantilever is displaced due to
the forces between tip and sample. This displacement is measured by a photodiode recording
the intensity of a laser, which is reflected by the cantilever.
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Non-Contact Mode

In the conventional mode of operation, the AFM tip is in mechanical contact
with the sample. However, in this mode very high resolution up to the atomic
scale cannot be achieved. This is mainly due to the fact that the tip always
exerts a certain pressure on the sample and thus disrupts it. Additionally, the
contact area is usually larger than one atom. In order to make atomic resolution
possible, non-contact atomic force microscopy (nc-AFM) is conducted.

In the non-contact mode the cantilever is kept at a certain distance from
the surface and oscillated at its resonance frequency f0 with an amplitude A.
Under UHV conditions usually the concept of frequency modulation (FM) is
used.[221] Here, the cantilever is excited by a feedback loop. Interactions with
the surface cause a frequency shift Δf . If the closest tip–surface distance dmin

during the oscillation is larger than the amplitude of the cantilever oscillation,
Equation (3.11) holds, where VTS is the tip–surface potential and k is the spring
constant of the cantilever.

Δf = f0

2k

∂2VTS(dmin)
∂d2 (3.11)

In state-of-the-art nc-AFM experiments usually so-called qPlus sensors are
used as cantilevers (Figure 3.4). They consist of a quartz tuning fork with Au
electrodes placed on both tines. One of the tines is fixed and the other one is free
to oscillate. A W tip is glued to the free tine.[222] Since the W tip is conducting
it additionally allows STM measurements with the same setup.

To even further increase the resolution the tip can be functionalized, e.g.,
with a CO molecule picked up from the surface.[223] By this means submolecular
features can be visualized and structure elucidation with very high accuracy is
possible.[224,225]

Figure 3.4: Schematic illustration of a qPlus sensor typically used for nc-AFM. The upper
tine of the quartz tuning fork is fixed on a mount and the lower one is free to oscillate. A W
tip is glued to the lower tine. The oscillation can be excited via the Au electrodes placed on
the two tines.
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3.2 Spectroscopic Methods

Besides the SPM techniques introduced in Section 3.1, a number of spectro-
scopic methods have been applied to complement the results. In contrast to
the microscopic methods, the spectroscopic ones gather data on larger areas of
the investigated samples. Among these spectroscopic methods are laboratory-
based X-ray photoelectron spectroscopy (XPS) and ultraviolet photoelectron
spectroscopy (UPS), as well as synchrotron radiation-based hard X-ray photo-
electron spectroscopy (HAXPES) and near-edge X-ray absorption fine structure
(NEXAFS) spectroscopy. These methods will be introduced in the following.

3.2.1 Photoelectron Spectroscopy

Photoelectron spectroscopy (PES) is based on the photoelectric effect, which was
first discovered by Hertz in 1887[226] and later explained by Einstein in 1905.[227]

Einstein was awarded the Nobel Prize in Physics in 1921 for this explanation.
The photoelectric effect describes the interaction of electromagnetic radiation

with matter. If a material is irradiated with photons of energy E = hν, electrons
are emitted only if a threshold energy is exceeded (Figure 3.5). The threshold
is the material-specific work function Φ. A further increase of the energy leads
to an increased kinetic energy Ekin of the emitted electrons (Equation (3.12)),
while their amount does not change and only depends on the intensity of the
exciting radiation with frequency ν.

Ekin = hν − Φ (3.12)

The energy with which the electrons are bound to the atoms is characteristic for
an element and is called binding energy EB. If the excitation energy is known,
the binding energy can be determined by measuring the kinetic energy of the
emitted photoelectrons (Equation (3.13)) taking into account the work function.

n e-

Figure 3.5: Schematic illustration of the photoelectric effect. A Sample is irradiated with
photons of excitation energy hν, leading to the emission of photoelectrons.
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EB = hν − Ekin − Φ (3.13)

The binding energy does not only depend on the element itself but also on its
surroundings. A simple way to calculate the binding energy of an electron is given
by Koopmans’ theorem (3.14).[228] According to this initial state approximation
the binding energy is the negative orbital energy ε and can be calculated by
quantum chemical methods like Hartree-Fock (HF).

EB = −ε (3.14)

However, Koopmans’ theorem neglects so-called final state effects, which occur
in the generated ion after the photoionization process.

In a PES experiment the binding energy of the electron is not directly given
by Equation (3.13) because the work function of the spectrometer ΦSp has to
be taken into account, leading to a different measured kinetic energy Ekin,Sp

(Equation (3.15)).
EB = hν − Ekin,Sp − ΦSp (3.15)

The energy levels in a photoelectron spectrometer are illustrated in Figure 3.6.
The reason why the work function of the spectrometer needs to be known is
because sample and spectrometer are usually both grounded to align their Fermi
levels. The kinetic energy is measured relative to the vacuum energy Evac, which

h

EF

Evac,Sp

Sample

EB

S

Ekin,S

Spectrometer

Sp

Ekin,Sp
Evac,S

 

Figure 3.6: Schematic illustration of the energy levels in a photoelectron spectrometer. The
Fermi levels of sample and spectrometer are aligned by connecting both to ground. In order to
calculate the binding energy EB from the measured kinetic energy Ekin,Sp, the work function
of the spectrometer ΦSp needs to be known.
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is the difference between Fermi energy EF and work function (Equation (3.16)).

Φ = EF − Evac (3.16)

Since the work functions of sample ΦS and spectrometer are different, the mea-
sured kinetic energy Ekin,Sp differs from the real one Ekin,S by the work function
difference ΔΦ = ΦSp − ΦS. The work function of the spectrometer can be mea-
sured once with a calibration sample. Afterwards, all measured spectra can be
corrected for this value and the work function of the sample does not need to be
known.

To measure the kinetic energy of the photoelectrons and calculate their bind-
ing energy according to Equation (3.15), an electron energy analyzer system is
needed. For this purpose usually hemispherical analyzers are used (Figure 3.7).
As illustrated in Figure 3.5 photoelectrons are generated in the sample by an
external radiation source. Those photoelectrons that are emitted under the right
angle enter the lens system of the analyzer through the iris. In this lens system
the electrons can be accelerated or decelerated by the applied voltages. The
hemispherical analyzer itself consists of two hemispheres, between which a po-
tential is applied. The outer hemisphere is on negative potential with respect
to the inner one. Only electrons with a certain energy, the so-called pass en-
ergy Epass, can travel through the hemispheres to reach the detector through
the exit slit. The electrons with higher kinetic energy are not deflected strong
enough and hit the outer hemisphere, while those with lower kinetic energy are
deflected too strong and hit the inner one. To record a photoelectron spectrum

h kin

Lens system

h pass

Iris
Entrance
slit

Exit slit

Sample

E

e-

Detector

Radiation
source

Hemispherical
analyzer

+ -

Figure 3.7: Schematic illustration of a hemispherical analyzer system used for PES. Photo-
electrons enter the lens system, where they are accelerated or decelerated, through the iris
and reach the hemispherical analyzer through the entrance slit. The electrons with the correct
energy Epass pass the analyzer and reach the detector through the exit slit.
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the voltages in the lens system are varied systematically so that electrons with
different original kinetic energies successively reach the detector. The detector
counts the electrons and by knowing the applied voltages in the lens system the
kinetic energy of those electrons that reached the detector can be calculated.
Since all electrons counted by the detector have the same kinetic energy, i.e.,
the pass energy, the same energy resolution for electrons of all different origi-
nal kinetic energies is guaranteed. Usually electron-multiplying devices such as
channeltrons are used as detectors. These increase the number of electrons by
generating secondary electrons in a cascade, resulting in a measurable current
as signal. This current is proportional to the original photoelectron intensity.

X-Ray Photoelectron Spectroscopy

As stated in Section 3.2.1 the binding energy of electrons is characteristic for
the elements. Thus, by measuring the photoelectron intensity in the respective
regions, information about the element composition of a sample can be obtained.
The regions of interest here are the core levels. X-ray radiation is employed
to excite these core-level electrons. Accordingly, the technique is called X-ray
photoelectron spectroscopy (XPS).

In laboratory-based setups X-ray anodes are used to generate characteristic
X-rays. However, due to the background caused by bremsstrahlung a monochro-
mator is needed in order to obtain the exciting radiation with monochromatized
energy and thus facilitate the calculation of the binding energy according to
Equation (3.15). Typically, Al Kα or Mg Kα radiation is used but if higher ex-
citation energies are needed other X-ray lines like, e.g., Ga Kα can be applied.
If energies that are not available from laboratory sources or a variation of the
energy are needed, these energies can be provided by synchrotron radiation (cf.
Section 3.2.2).

The binding energy of the core-level electrons is not only characteristic for a
certain element but is additionally influenced by the surroundings of the atom
in a sample. This is called chemical shift and was discovered by Siegbahn,
who accordingly called the method electron spectroscopy for chemical analysis
(ESCA) and was awarded the Nobel Prize in Physics in 1981 for its development.
Due to this chemical shift the binding energy of electrons can differ by up to
a few eV, depending on the chemical environment. This fact can be used, e.g.,
to monitor chemical reactions taking place, which change the surroundings of a
certain element.
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If radiation of comparably low energy is used, the generated photoelectrons
also have a relatively low kinetic energy. Because of this low energy they have
a small escape depth from the sample (cf. Section 3.2.2), which makes XPS a
surface-sensitive technique.

Ultraviolet Photoelectron Spectroscopy

In contrast to XPS, ultraviolet photoelectron spectroscopy (UPS) does not probe
the core levels of a sample but the valence region. For this purpose ultraviolet
(UV) radiation is applied because it has a large cross section for the ionization of
valence orbitals. The valence region gives information, e.g., about the chemical
bonding in molecules. In order to provide the required UV radiation usually
gas-discharge lamps are used, which provide spectral lines with high intensity.
However, like in XPS a monochromator might be needed because of the coex-
istence of satellites or different spectral lines like, e.g., He-I and He-II in He
gas-discharge lamps. If energies that cannot be provided by laboratory-based
radiation sources are needed, synchrotron radiation can also be used to perform
UPS experiments (cf. Section 3.2.2).

Furthermore, UPS can be applied to determine the work function of a sample.
This can be done by measuring the whole spectral range from the Fermi level
to the secondary electron cutoff (SECO). While the electrons at the Fermi level
have the highest kinetic energy Ekin,max, those at the SECO can just escape
the sample and have the lowest kinetic energy Ekin,min. The difference of the
excitation energy and the spectral range is the work function (Equation (3.17)).

Φ = hν − (Ekin,max − Ekin,min) (3.17)

Since the kinetic energy of the slowest electrons is basically 0, a bias voltage
can be applied to the sample to accelerate the electrons so they can reach the
detector.

Angle-Resolved Photoemission Spectroscopy
A special case of PES is angle-resolved photoemission spectroscopy (ARPES),
also known as angle-resolved ultraviolet photoelectron spectroscopy (ARUPS)
if UV radiation is used for the excitation of electrons. In ARPES not only
information about the energy of the electrons but also about their momentum is
gathered. This is achieved by variation of the polar ϑ and the azimuthal angle ϕ,
under which the photoelectrons are detected. This method provides information
about the band dispersion and the Fermi surface of the studied sample. The
geometrical setup of an ARPES experiment is shown in Figure 3.8.
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Figure 3.8: Schematic illustration of the geometrical setup in an ARPES experiment. The
photoelectrons are detected in dependence of polar ϑ and azimuthal angle ϕ.

The momentum of an electron in reciprocal space is given by k = p/h̄ with p

being the momentum in real space. This momentum can be decomposed in the
components of the three spatial directions x, y, and z (Equation (3.18)).

k = kx + ky + kz (3.18)

The single components are given by Equations (3.19) to (3.21).

kx = 1
h̄

√
2meEkin sin(ϑ) cos(ϕ) (3.19)

ky = 1
h̄

√
2meEkin sin(ϑ) sin(ϕ) (3.20)

kz = 1
h̄

√
2meEkin cos(ϑ) (3.21)

If a surface is regarded, the momentum consists of a component parallel to the
surface k‖ and one perpendicular to the surface k⊥ (Equations (3.22) and (3.23)).

k‖ =
√

k2
x + k2

y = 1
h̄

√
2meEkin sin(ϑ) (3.22)

k⊥ = 1
h̄

√
2meEkin cos2(ϑ) + V0 (3.23)

V0 is the inner potential, which is the depth of the band from the vacuum energy
to its bottom.

For the emission of an electron from the surface into the vacuum the momen-
tum parallel to the surface is conserved because of the translational symmetry
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of the surface. However, the perpendicular component is not conserved because
of a sudden potential change. If 2D adsorbate structures on surfaces are investi-
gated this is not a problem because their band dispersion along the z direction
is negligible. Thus, it is sufficient to determine k‖, which can be achieved by
variation of the polar angle ϑ.

3.2.2 Synchrotron Radiation-Based Techniques

As stated in Section 3.2.1, some applications pose requirements on the excitation
radiation that cannot be met by laboratory-based techniques. These require-
ments include special energies, which cannot be delivered by conventional X-ray
or UV sources, as well as the variation of the excitation energy over a certain
range. In order to overcome these limitations, synchrotron radiation sources can
be used.

Synchrotron radiation is generated when relativistic charged particles, e.g.,
electrons, are accelerated. In synchrotron radiation facilities electrons are first
generated by thermionic emission and then accelerated close to the speed of
light in a cyclic synchrotron. Afterwards, these electrons are injected into a
storage ring in bunches, where they are kept on a circular path by bending
magnets. Whenever the electrons are deflected by the bending magnets, which
corresponds to a change of their velocity vector and thus an acceleration, they
emit synchrotron radiation tangentially to their path. This radiation covers a
wide range of the electromagnetic spectrum, delivering photons from near-UV
to hard X-ray energies. The desired energy for a certain purpose can then be
selected by a monochromator. Besides this broad spectral range, other advan-
tages of synchrotron radiation are, e.g., high intensity and brilliance as well as
polarization.

To further increase the intensity of the radiation generated by a synchrotron,
so-called wigglers have been invented. In these a number of alternatingly polar-
ized dipole magnets are employed, yielding a similar but more intense spectrum
as with simple bending magnets. Further improvement of the insertion devices
is achieved in undulators. Here, the magnetic fields are smaller than in wigglers,
resulting in smaller radiation lobes generated by the deflected electrons. As a
consequence the radiation lobes can interfere, yielding a tunable line spectrum
with high brilliance. In both wigglers and undulators the intensity depends on
the number of deflection periods, but while in wigglers this dependence is linear
it is quadratic in undulators.[229]
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Hard X-Ray Photoelectron Spectroscopy

One variant of XPS that makes use of synchrotron radiation is hard X-ray pho-
toelectron spectroscopy (HAXPES). Here, X-rays with high energy (typically
≥ 2 keV) are employed to probe deeper sample regions than in conventional XPS.
Although these high energies can in principle also be generated using laboratory-
based X-ray anodes such as Ga Kα (9.25 keV), depth profiling requires systematic
variation of the excitation energy over a wide range, necessitating synchrotron
radiation.

Depth profiling can be of interest, e.g., if the diffusion-dependent chemical
reaction of two species is investigated. The interaction of matter with X-rays is
much smaller than with electrons. Thus, photoelectrons will always be generated
in deeper sample regions but cannot escape the sample to reach the detector. The
escape depth of photoelectrons is dependent on their kinetic energy. According
to Equation (3.15) the kinetic energy increases with increasing excitation energy.
The probability of electrons to interact with the atoms in a sample decreases with
increasing speed. A measure for this interaction is the inelastic mean free path
(IMFP), i.e., the distance an electron travels on average between two inelastic
scattering events. The dependence of the IMFP on the kinetic energy of elec-
trons, often referred to as the universal curve, is shown in Figure 3.9. As can be
seen the IMFP has a minimum in the region around 10 to 100 eV. In this region
the interaction of the photoelectrons with the atoms in the sample is strongest.
Towards lower energies the IMFP strongly increases, because there are simply
fewer states available in the sample with which the photoelectrons could interact.

Figure 3.9: Dependence of the IMFP on the kinetic energy of electrons (K.E.). Reprinted
with permission from ref. [208]. © 2012 John Wiley & Sons, Inc.
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The region of interest for HAXPES is the high energy side. Here, the interaction
probability decreases because the electrons become faster and might thus sim-
ply pass the atoms in the sample without interacting. It should be mentioned
that the IMFP does not only depend on the kinetic energy itself but also on the
sample material. Nevertheless, the general trend in the universal curve persists
and can thus be used to gather information about different depths of a sample.

In a HAXPES experiment the photon energy is systematically varied. At
higher photon energies more photoelectrons from deeper regions of the sample
can escape and thus be detected. Accordingly, a depth profile of the investigated
sample can be generated.

Near-Edge X-Ray Absorption Fine Structure Spectroscopy

The different PES techniques explained so far have in common that they probe
occupied electronic states. In order to investigate unoccupied states, near-edge
X-ray absorption fine structure (NEXAFS) spectroscopy can by carried out. In
NEXAFS spectroscopy electrons from an occupied core level are excited into a
formerly unoccupied state.

In general the photoemission cross section of a core level decreases with in-
creasing excitation energy. However, if the photon energy exceeds the threshold
for photoionization, this cross section is strongly increased, leading to an absorp-
tion edge. In a NEXAFS spectrum around this absorption edge a fine structure
is visible, which arises due to the excitation of electrons into formerly unoc-
cupied states and not into the continuum. Since the photon energy has to be
varied in small steps around the absorption edge NEXAFS spectroscopy requires
a synchrotron radiation source.

The intensity I of the transitions in the fine structure can be explained by
Fermi’s golden rule (3.24), which describes the probability Pfi of a dipole tran-
sition from an initial state i to a final state f .[230] It depends on the relative
orientations of the electric field vector of the electromagnetic radiation �E and
the dipole transition operator μ̂ as well as on the electronic wave functions of
initial φi and final state φf . A transition can only occur if there is DOS ρ(Ef )
at the final state.

I ∝ Pfi = 2π

h̄

∣∣∣〈φf | �E · μ̂ |φi〉
∣∣∣2 ρ(Ef ) (3.24)

The transition is only allowed if the symmetries of the electric field vector, the
dipole operator, and the wave functions produce a totally symmetrical represen-
tation. If linearly polarized light is used, which is the case for synchrotron radi-
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ation, the electric field vector and the transition dipole moment �μfi = 〈φf | μ̂ |φi〉
can be separated (Equation (3.25)).[231]

I ∝
∣∣∣ �E · 〈φf | μ̂ |φi〉

∣∣∣2 ρ(Ef ) ∝
∣∣∣ �E · �μfi

∣∣∣2 ρ(Ef ) (3.25)

For an excitation occurring from a spherically symmetric 1s orbital, as it is the
case for organic molecules adsorbed on surfaces, the transition dipole moment for
the K-edge directly depends on the orientation of the final state orbital. Only if
the electric field vector and the transition dipole moment have the same direction
the transition can be excited. This fact can be used to determine the orientation
of molecules on surfaces by variation of the incidence angle α of the electric field
vector of the electromagnetic radiation with respect to the surface normal �n

(Figure 3.10). If the molecule is adsorbed flat on the surface, i.e., with the plane
of its π orbitals parallel to the surface, the excitation into π* orbitals can only
take place for grazing incidence of the X-rays (α = 0°, Figure 3.10a). On the
contrary, excitation into a σ* orbital is forbidden in this case and is only allowed
for normal incidence (α = 90°). If the molecule on the other hand is adsorbed
upright on the surface, i.e., with the plane of its π orbitals perpendicular to the
surface, the situation is reversed (Figure 3.10b). Here, excitation into π* orbitals
is only possible under normal incidence, whereas grazing incidence is required
for σ* transitions. This effect is referred to as X-ray dichroism.

As the name already indicates, in NEXAFS spectroscopy the measured quan-
tity is the absorption of X-ray photons. However, this cannot be measured
directly in a transmission experiment because the samples are usually metal sin-
gle crystals, which absorb all the photons in their bulk. Thus, indirect methods
to measure the absorption need to be employed. The easiest way is to measure
the sample current, which arises due to the emission of electrons. Furthermore,
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Figure 3.10: Schematic illustration of the X-ray dichroism occurring for organic molecules
adsorbed on surfaces. (a) In molecules adsorbed flat on the surface, π* and σ* transitions are
excited under grazing (α = 90°) and normal incidence (α = 0°), respectively. (b) For molecules
adsorbed upright on the surface the situation is reversed.
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the processes occurring in the sample after the excitation process can be used.
These processes are illustrated in Figure 3.11. The excitation of a core-level
electron by the X-ray photon creates a core hole, which will be filled by an elec-
tron from a higher occupied state (Figure 3.11a). The relaxation process creates
excess energy, which can be released in two ways (Figure 3.11b). The first one
is the emission of a fluorescence photon with energy hν ′. In the second process
the excess energy is transmitted to a third electron, which is then emitted as a
so-called Auger electron. Both of these processes can be used to determine the
X-ray absorption.

The emission of X-ray fluorescence photons is dominant for heavier elements.
Thus, if samples containing heavier elements are investigated, the fluorescence
yield (FY) mode of detection can be applied. Since X-rays have a longer mean
free path in matter than electrons, the FY mode is considered as bulk sensitive.

For lighter elements, e.g., present in organic molecules, the Auger process is
preferred. Here, it is more suitable to detect electrons. This detection mode is
called electron yield (EY). During the X-ray irradiation not only Auger electrons
are generated but also photoelectrons from higher electronic states and other
elements, which contribute to the background signal. Furthermore, all electrons,
i.e., photoelectrons and Auger electrons, generate secondary electrons. If all
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Figure 3.11: Schematic illustration of the processes occurring after the excitation of a tran-
sition in NEXAFS spectroscopy. (a) An electron is excited from a core level to a formerly
unoccupied state, creating a core hole. (b) The excess energy during relaxation can either
by released as a fluorescence photon with energy hν′ or by excitation of a third electron, a
so-called Auger electron.
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these electrons are included, the detection mode is called total electron yield
(TEY). In order to prevent slow electrons to reach the detector and contribute
to the signal, a bias voltage can be applied. This detection mode is called partial
electron yield (PEY) and is more surface sensitive than the TEY mode since
the probability of electrons generated deeper in the sample to reach the detector
without losing some of their energy is small. The most surface sensitive detection
mode is the Auger electron yield (AEY). Here, only Auger electrons with their
characteristic energy are detected, which originate from regions close to the
surface and have not been inelastically scattered. However, for this detection
mode an electron energy analyzer is required, whereas TEY and PEY can be
carried out in a simpler way with retardation grids, an electron multiplier, and
a collector.[232]

3.3 Low-Energy Electron Diffraction

In addition to the microscopic and spectroscopic techniques discussed in Sec-
tions 3.1 and 3.2, low-energy electron diffraction (LEED) has been applied to
supplement some of the results presented in this thesis. LEED is a technique
for the investigation of periodic surface structures. It makes use of the wave
properties of electrons described by the de Broglie relation (3.26), linking their
wavelength λe and their momentum pe.

λe = h

pe
= h√

2meEkin
(3.26)

In order to observe constructive interference when electrons are diffracted at a
periodic surface, Bragg’s law (3.27) has to be fulfilled, where n, d, and ϑ are the
diffraction order, the lattice constant, and the diffraction angle, respectively.

n · λe = 2 · d · sin(ϑ) (3.27)

In LEED electrons with comparably low energy (≤ 200 eV) are used. As dis-
cussed in Section 3.2.2 these electrons interact strongly with matter, restricting
the interaction to the topmost layers of the sample and making LEED a surface
sensitive technique. The setup of a LEED optics is shown schematically in Fig-
ure 3.12. The electrons are generated with an electron gun by thermionic emis-
sion and accelerated to the desired energy. When they hit the sample they are
scattered. The electrons can either be scattered elastically or inelastically. The
elastically scattered ones give rise to the diffraction pattern, whereas the inelas-
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Figure 3.12: Schematic illustration of the setup for LEED experiments. Electrons are gen-
erated with an electron gun and accelerated towards the sample, where they are diffracted.
The back-scattered electrons pass three grids and hit a fluorescent screen. The pattern on the
screen can be recorded with a camera through a viewport.

tically scattered ones contribute to the background signal. The back-scattered
electrons pass an array of three grids. The first one is on ground potential, while
adjustable negative potentials are applied to the second and third one in order
to suppress the background electrons. Detection of the electrons is achieved by
means of a fluorescent screen, to which a high potential in the order of 5 keV
is applied to accelerate the electrons and excite fluorescence. The diffraction
pattern visible on the screen can be recorded with a camera through a viewport.

The diffraction pattern corresponds to the periodicity of the sample in re-
ciprocal space. The width of the spots as well as the possible presence of other
spots gives information about the structural quality of the sample. Furthermore,
LEED can be used to obtain information about the lattice constants of adsorbate
structures. The 2D lattice in real space is described by the lattice vectors �a and
�b, which span the unit cell of the surface. The lattice vectors in reciprocal space
�a∗ and �b∗ can be calculated according to Equation (3.28), where �n is a primitive
vector orthogonal to the reciprocal lattice.

�a∗ =
�b × �n

|�a ×�b| ; �b∗ = �a × �n

|�a ×�b| (3.28)

The points of the reciprocal lattice can be described by �Ghk (Equation (3.29)),
with h and k being the Miller indices in two dimensions.

�Ghk = h · �a∗ + k ·�b∗ (3.29)
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The electrons incident on the sample are described by the wave vector �k0 =
�s0 · 2π/λ, while the back-scattered ones are described by �k = �s · 2π/λ with �s0

and �s being the unit vectors of the incident and the back-scattered electrons,
respectively. Since only elastically scattered electrons are considered, energy
conservation requires that Equation (3.30) is fulfilled.

|�k| = |�k0| (3.30)

Due to the fact that LEED is surface sensitive, only the components of the wave
vectors parallel to the surface �k‖ and �k

‖
0 matter. These are connected by �Ghk

(Equation (3.31)).
�k‖ − �k

‖
0 = �Ghk (3.31)

To visualize the appearance of the observed LEED spots the 2D Ewald’s sphere
construction can be used (Figure 3.13). At the intersection of the circle with the
rods corresponding to the 2D lattice diffraction spots can be observed.

In addition to the determination of the lattice constants of the clean single
crystal information of the periodic superstructures formed by adsorbed molecules
can be obtained. In real space the lattice constants of the superstructures �aS

and �bS are linked to the lattice constants of the substrate by the matrix M =(
M11 M12
M21 M22

)
(Equation (3.32)).

�aS = M11 · �a + M12 ·�bS ; �bS = M21 · �a + M22 ·�bS (3.32)

Analogously, the lattice constants of the superstructure in reciprocal space �a∗
S

k 

Ghk

k0 

k0 k 

00

Figure 3.13: Ewald’s sphere construction in two dimensions. The scattered wave vectors
point to the intersections of the circle with the rods of the 2D lattice.
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and �b∗
S are linked to the lattice constants of the substrate in reciprocal space by

the matrix M* = (M−1)T =
(

M22 −M21
−M12 M11

)
(Equation (3.33)).

�a∗
S = M∗

11 · �a∗ + M∗
12 ·�b∗ ; �b∗

S = M∗
21 · �a∗ + M∗

22 ·�b∗ (3.33)

While the lattice constants of the superstructure in real space are larger than
those of the substrate, this is reversed in reciprocal space. Thus, the distance
between the LEED spots of a superstructure is smaller than that of the substrate.
The diffraction pattern of the superstructure can be observed around every spot
of the substrate pattern.

3.4 Experimental Setups

The experiments leading to the results presented in this thesis were performed at
several machines providing the possibility to carry out the different experimental
methods described in the previous sections. These include two laboratory-based
machines in Marburg and Donostia-San Sebastián as well as end-stations of
three beamlines of the synchrotron radiation facility BESSY II in Berlin. In the
following sections these machines will be described.

3.4.1 STM and XPS Setup in Marburg

The majority of the STM and XPS experiments presented in this thesis were
carried out in the laboratory of the Gottfried group in Marburg. This laboratory
hosts a setup for combined STM and PES studies, which was purchased from
SPECS Surface Nano Analysis GmbH and augmented with further devices during
the course of this thesis. A photograph of the machine is shown in Figure 3.14.
The setup consists of three different chambers separated by gate valves and
pumped by turbomolecular pumps (TMPs). Experiments were performed at a
base pressure of ≤ 2 · 10−10 mbar.

The STM chamber houses a SPECS STM 150 Aarhus as well as a sample stor-
age and a stage for sputtering and annealing (cf. Section 4.1). For measurements
at low temperature the STM can be cooled with LN2.[233]

The analysis chamber is equipped with a SPECS XR50 M X-ray source, which
contains two anodes for Al Kα and Ag Lα radiation. In this thesis only Al
Kα radiation with an energy of 1486.7 eV was used. The X-ray radiation is
monochromatized with a SPECS FOCUS 500 monochromator employing quartz
single crystals in a Rowland circle geometry. The electron energy analyzer is
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Figure 3.14: Photograph of the combined STM and XPS setup from SPECS Surface Nano
Analysis GmbH in Marburg. The STM chamber is on the left, the analysis chamber with the
hemispherical analyzer in the center and the preparation chamber on the right.

a hemispherical SPECS PHOIBOS 150 analyzer, which uses a SPECS MCD-
9 multi channeltron as detector. In addition, the analysis chamber contains a
SPECS UVS 10/35 He gas-discharge lamp, which can provide UV radiation for
UPS experiments and a SPECS ErLEED 1000A LEED optics. The samples can
be positioned via a manipulator with four degrees of freedom (x, y, z, and ϑ),
which can be cooled with LN2. Furthermore, the sample can be heated with an
electron beam heating.

The preparation chamber is a custom-built chamber, which replaced the orig-
inal one provided by SPECS during the course of this thesis. Its construction
and installation are described in detail elsewhere.[234,235] The chamber has a ma-
nipulator with four degrees of freedom (x, y, z, and ϑ), which can be cooled with
LN2 and allows sample heating with an electron beam heating. The design of
the sample stage was improved during this thesis and is described in Section 4.2.
Furthermore, the chamber houses a sample storage, a quartz crystal microbal-
ance (QCM), a SPECS IQE 11/35 sputter gun and a Hiden HALO 201-RC
mass spectrometer for residual gas analysis. The chamber offers a lot of flanges,
to which evaporators for organic molecules as well as metals can be mounted.
One of these evaporators is a line-of-sight evaporator, which can be used for the
deposition of medium-vapor pressure molecules. It was developed as a part of
this thesis and is described in detail in Section 4.3. In addition, usually several
evaporators for low-vapor pressure molecules, which consist of resistively heated
stainless steel crucibles, and dosing valves for high-vapor pressure molecules are
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mounted. To introduce new samples without venting the whole chamber, a load
lock has been installed during the course of this thesis.

3.4.2 ARPES and STM Setup in Donostia-San Sebastián

The ARPES measurements presented in this thesis were carried out in a col-
laboration project in the laboratory of Prof. Dr. J. Enrique Ortega at Centro
de Física de Materiales (Materials Physics Center) in Donostia-San Sebastián,
Spain. Photographs of the ARPES setup are shown in Figure 3.15. The system
consists of four chambers, which are separated by gate valves.

The core of the system is the analysis chamber, in which the ARPES mea-
surements are performed. The analysis chamber typically has a base pressure of
8 · 10−11 mbar. It is equipped with a vertical cryogenic manipulator employing a
closed He cycle, which allows temperatures between 30 and 320 K controlled by
a proportional-integral-derivative (PID) controller. For ARPES measurements
on organic nanostructures it is kept at 150 K. The four degrees of freedom
of the manipulator (x, y, z, and ϑ) are motorized and can be automatically
adjusted during ARPES measurements. The UV radiation is generated by a
monochromatized He gas-discharge lamp and usually the He-Iα line with an en-
ergy of 21.2 eV is used. The hemispherical electron energy analyzer is a SPECS
PHOIBOS 150 analyzer, which can be seen wrapped in Al foil on the bottom
right of Figure 3.15a. For the detection of the electrons a charge-coupled de-
vice (CCD) detector is used. This detector allows to measure 2D snapshots of
energy vs. momentum and thus map the complete relevant k space in one di-

(a) (b)

Figure 3.15: Photographs of the ARPES system in Donostia-San Sebastán. (a) View on the
analysis chamber. The hemispherical analyzer is located on the bottom right. (b) View on the
preparation and the STM and LEED chamber.
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rection without sample rotation. In order to obtain Fermi surface mappings the
sample needs to be rotated around the polar angle ϑ (cf. Figure 3.8). Directly
connected to the analysis chamber is a preparation chamber (located in the cen-
ter of Figure 3.15a), which was not used to obtain the results presented in this
thesis.

Since the ARPES measurements are very time-consuming it is necessary to
check the quality of the prepared organic nanostructures beforehand. This is
done in the STM chamber, which can be seen on the left of Figure 3.15b. Its base
pressure is typically 1 · 10−10 mbar. It houses an Omicron variable temperature
(VT)-STM, which is usually operated at RT but was cooled with LN2 to 100 K
to obtain the results presented in this thesis. To complement the local STM
data on a more global scale (which is also relevant for ARPES), a LEED optics
is available.

The preparation chamber is shown on the right of Figure 3.15b. Its base
pressure is typically 3 × 10−10 mbar. The preparation chamber is equipped with
a sputter gun and a sample manipulator, which can be resistively heated via a
boron nitride plate. The chamber is used for sample cleaning as well as for the
deposition of molecules. The deposition is done with a home-built evaporator
mounted to an exchangeable port allowing the exchange of molecules without
venting the preparation chamber. The evaporator houses two quartz crucibles
resistively heated with W wires. The flux of the molecules can be monitored
with a QCM. Furthermore, the chamber has a sample storage and a load lock is
attached to introduce new samples without venting the chamber.

3.4.3 Synchrotron Beamlines at BESSY II in Berlin

The HAXPES, NEXAFS spectroscopy and some UPS measurements were per-
formed at end-stations of three different beamlines of the synchrotron radiation
facility BESSY II in Berlin. The respective beamlines and end-stations will be
described in the following sections.

HIKE

The HIKE (high kinetic energy) end-station is located at the KMC-1 beamline
of BESSY II in Berlin. The KMC-1 beamline is a bending magnet beamline
with a double-crystal monochromator, which offers photon energies in the range
from 2 to 12 keV. Depending on the used photon energy one of three pairs of Si
single crystals can be used, namely Si(111), Si(311), and Si(422).[236]
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The HIKE end-station is shown in Figure 3.16. It consists of three chambers.
The core of the end-station is the analysis chamber, which can be seen in the
front of Figure 3.16 with its VG Scienta R4000 hemispherical electron energy
analyzer. The analyzer allows the detection of electrons with an energy range
from 150 eV to 10 keV. A 2D CCD camera is used as detector. The X-rays are
guided into the analysis chamber using a glass capillary. For the measurements
the sample is positioned on a manipulator with five degrees of freedom, of which
four (x, y, z, and ϑ) are motorized and controlled with a LabVIEW software. The
manipulator can be cooled with LN2 and heated. The HAXPES measurements
presented in this thesis were usually carried out under grazing incidence and
near-normal emission in order to maximize the information depth. In addition
to the electron energy analyzer, the analysis chamber is equipped with a Bruker
XFlash 4010 fluorescence detector, which allows the measurement of NEXAFS
spectra in the FY mode. Measurements in the TEY mode via the sample current
are also possible. Furthermore, the analysis chamber offers a sputter gun for
sample cleaning and an electron flood gun to compensate sample charging.

Sample preparation was carried out in the preparation chamber (on the back
of the end-station, not seen in Figure 3.16), which is equipped with a QCM. In
addition, home-built evaporators for organic molecules as well as metals and a
coolable sample manipulator described elsewhere[237] were mounted to the prepa-
ration chamber. The third chamber is a load lock with a sample storage.

Figure 3.16: Photograph of the HIKE end-station located at the KMC-1 beamline at BESSY
II in Berlin. The analysis chamber with the VG Scienta R4000 hemispherical electron energy
analyzer is in the front, while the preparation chamber and the load lock are in the back.
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HE-SGM

The end-station at the HE-SGM beamline of the synchrotron radiation facility
BESSY II in Berlin is designed especially to meet the requirements for NEXAFS
spectroscopy. The PREVAC UHV system is shown in Figure 3.17. It mainly
consists of three chambers.

The analysis chamber (on the right in Figure 3.17) is directly connected to the
bending magnet beamline, which delivers linearly polarized light with a polariza-
tion degree of P = 0.91. The photon energy can be selected in a range from 100
to 800 eV using three different gratings as monochromators. The detection of
NEXAFS spectra can be performed with a channel plate detector allowing both
the TEY and the PEY mode. Furthermore, a VG Scienta R3000 hemispherical
electron energy analyzer is available, which allows the detection of NEXAFS
spectra in the AEY mode as well as XPS experiments. The manipulator of the
analysis chamber can be cooled with LN2 and has five degrees of freedom (x, y,
z, ϑ, and ϕ). The change of the polar angle ϑ allows the change of the photon
incidence angle and thus the investigation of the X-ray dichroism. Sample heat-
ing is provided by the specially designed PREVAC sample holders, which can
be equipped with an electron beam or a resistive heating.

The analysis and the preparation chamber (on the left in Figure 3.17) are
connected by a transfer chamber, to which two additional sample storages are
mounted. One of these can additionally be used as a load lock. The preparation
chamber houses a sputter gun for sample cleaning and different ports to mount

Figure 3.17: Photograph of the end-station located at the HE-SGM beamline at BESSY II
in Berlin. The preparation chamber on the left and the analysis chamber on the right are
connected by a transfer chamber.
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evaporators for the deposition of molecules. The manipulator of the prepara-
tion chamber can be cooled during deposition with LN2 and sample heating is
provided by the sample holders.

LowDosePES

The LowDosePES end-station is located at the PM4 beamline of the synchrotron
radiation facility BESSY II in Berlin. The PM4 is a bending magnet beamline
with a photon energy range from 20 eV to 2 keV monochromatized with a plane
grating monochromator. Thus, it facilitates XPS as well as UPS measurements
with photon energies not available from laboratory-based sources. Photographs
of the LowDosePES end-station are shown in Figure 3.18. The end-station con-
sists of five chambers. The analysis chamber and two side preparation chambers
are connected by a transfer chamber. A third preparation chamber is located on
top of the analysis chamber.

The analysis chamber is directly connected to the beamline. It offers two dif-
ferent electron energy analyzers, a hemispherical VG Scienta SES100 analyzer
(on the right in Figure 3.18b) and a VG Scienta ArTOF-10k analyzer (on the left
in Figure 3.18a). The ArTOF (angle-resolved time of flight) analyzer simulta-
neously detects the kinetic energy and the emission angle of the photoelectrons,
thus enabling ARPES measurements. The spectra are recorded as snapshots
over a certain energy (corresponding to the time of flight) and angle range. How-
ever, for this purpose a pulsed source is required. This is achieved at the PM4
beamline with a MHz chopper system, which needs to be synchronized to the
electron bunches in the storage ring. Conventional PE spectra can be obtained
by integrating over all angles. The sample can be positioned with a manipu-
lator with four degrees of freedom (x, y, z, and ϑ), which can be cooled with

(a) (b)

Figure 3.18: Photographs of the LowDosePES end-station located at the PM4 beamline at
BESSY II in Berlin. (a) View showing the ArTOF analyzer. (b) View showing the SES100
hemispherical analyzer.
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LN2 and heated. On this manipulator the sample can be transferred to the top
preparation chamber, which is located above the analysis chamber. This clean
preparation chamber offers several free ports and is additionally equipped with
a micro-channel plate (MCP) LEED optics (in the top center of Figure 3.18a)
and a mass spectrometer (in the top left of Figure 3.18b).

The sample can be transferred to the two side preparation chambers via the
transfer chamber. The first side preparation chamber (partly seen on the left of
Figure 3.18b) is a clean preparation chamber for sample sputtering and annealing
and the deposition of metals. It offers a sample storage with space for six samples
and several ports for evaporators, etc. The second one (center of Figure 3.18a)
is a preparation chamber intended for organic molecules. It also offers a sample
storage with space for six samples and several ports. Furthermore, it can be
used as a load lock. Both side preparations chambers can be equipped with a
QCM.

46



4 Constructional Part

In order to improve the combined STM and XPS setup in the laboratory of the
Gottfried group in Marburg described in Section 3.4.1, two parts have been re-
designed. These are the stage for sputtering and annealing in the STM chamber
to allow the use of the transferable thermocouple of the SPECS-type sample
holder during annealing and the sample holder stage of the preparation cham-
ber. Furthermore, a line-of-sight evaporator for the deposition of medium-vapor
pressure molecules has been designed. The development of these three parts will
be described in the following sections.

4.1 Sputtering and Annealing Stage for the STM

Chamber

A photograph of the sputtering and annealing stage located at the bottom of the
sample storage in the STM chamber provided by SPECS Surface Nano Analy-
sis GmbH is shown in Figure 4.1a. The SPECS-type sample holders used in the
setup in Marburg provide a transferable thermocouple, which is attached directly
to the sample and allows a very accurate temperature measurement. However,
the original sputtering and annealing stage was not equipped with the necessary
contacts to use the transferable thermocouple and thus the temperature was

(a) (b)

Figure 4.1: (a) Photograph of the sputtering and annealing stage provided by SPECS Surface
Nano Analysis GmbH located at the bottom of the sample storage in the STM chamber. The
original design did not allow the use of the transferable thermocouple of the SPECS-type
sample holders. (b) Rendered image of the redesigned stage. The opening is widened compared
with the original design to provide space for the transferable thermocouple and the contacts
can be mounted to the two holes on both sides of the opening.
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measured at the stage itself. It turned out that this measured temperature de-
viated strongly from the actual sample temperature, which was a high potential
risk for the single crystal samples. Since the necessary contacts could not simply
be installed on the original stage it had to be redesigned.

The redesigned sputtering and annealing stage is made of titanium-zirconium-
molybdenum (TZM), an alloy mostly containing Mo. The reason to use TZM
is that it possesses a high recrystallization temperature and reduced brittleness
compared with pure Mo. A rendered image of the stage is shown in Figure 4.1b.
Here, the opening in the top center of the stage is widened so that the contacts
of the transferable thermocouple of the SPECS-type sample holder fit inside.
Furthermore, two holes are located on both sides of it, where the springs estab-
lishing the thermocouple contact can be mounted. The constructional drawings
used to manufacture the stage are shown in Appendix C.

An exploded view of the assembled redesigned sputtering and annealing stage
is shown in Figure 4.2. The thermocouple springs, which serve to establish the
contact with the transferable thermocouple of the SPECS-type sample holder,
are mounted to the two holes. In order to insulate the springs from the sample
holder stage itself as well as from the screws, ceramic washers are inserted. The
sample holder is fixed in the stage with two sample holder plates. At last, a
second thermocouple is directly attached to the sputtering and annealing stage
with a screw to measure the temperature of the stage itself.

Figure 4.2: Exploded view of the redesigned sputtering and annealing stage. The springs
establishing the contact to the transferable thermocouple of the SPECS-type sample holder
can be mounted to two holes located on both sides of the widened opening.
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4.2 Heatable and Coolable Sample Stage for the

Preparation Chamber

In the course of this thesis the STM and XPS setup was equipped with a new
custom-built preparation chamber, which replaced the original one provided by
SPECS Surface Nano Analysis GmbH. This chamber was designed by Dr. B. P.
Klein during his PhD stduies with the help of K. K. Greulich and installed by
N. A. Wollscheid in his master’s thesis.[234,235] One of the advantages of the new
preparation chamber compared with the old one is that it possesses a manipula-
tor with four degrees of freedom (x, y, z, and ϑ), which can be cooled with LN2

and allows sample heating with an electron beam heating.
The manipulator head is made of oxygen-free high thermal conductivity

(OFHC) Cu and can be filled with LN2 guided through a cooling finger for
cooling. However, it turned out that the walls of this head were too thin and
that they might break after long-term use. Thus, the manipulator head was
redesigned in the course of this thesis. The wall thickness was increased and
some further drawbacks that became apparent after the initial use of the old
one were improved. A cross-sectional view of the redesigned Cu manipulator
head, which shows the thicker inner walls compared with the old one described
in ref. [235], is shown in Figure 4.3a. Because some dimensions are changed
in the redesigned manipulator head, several other parts necessary for the final

(a)

(b)

Figure 4.3: (a) Cross-sectional view of the redesigned manipulator head for the preparation
chamber. The thickness of the inner walls is increased compared with the previous design. (b)
Exploded view of the assembled manipulator head for the preparation chamber.
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assembly also had to be changed. An exploded view showing the assembled
manipulator head is shown in Figure 4.3b. The assembled manipulator head
is mounted to a cooling finger. The cooling finger is connected to the PMM
12-100 manipulator equipped with a DDF 63 PL rotational feedthrough both
purchased from VAb Vakuum-Anlagenbau GmbH via a CF63 cluster flange. A
rendered image of the manipulator head and the cooling finger attached to the
cluster flange is shown in Figure 4.4.

The manipulator head mainly consists of three Cu parts. The largest part has
a CF16 knife edge so that it can be directly mounted to the cooling finger. The
upper Cu part (left in Figure 4.3b) can host the sample. For this purpose two
TZM plates are mounted on top of it, which guide the sample in its position.
The sample is fixed in the position with two sample holder plates. Furthermore,
thermocouple springs are mounted to the TZM plates to establish a connection to
the transferable thermocouple of the SPECS-type sample holder in the same way
already described for the STM sputtering and annealing stage (cf. Section 4.1).
At last, a second thermocouple is directly attached to the lower TZM plate with
a screw to measure the temperature of the manipulator head itself. The top Cu
part is insulated from the main part with a sapphire disc.

The bottom Cu part has two furrows for ceramic tubes. One of these can host
the four thermocouple wires and the other one the connection to the high voltage
needed for the electron beam heating. The electron beam heating is mounted
from the bottom (right in Figure 4.3b). It consists of a W filament, which is
housed in a ceramic tube surrounded by a TZM cylinder. The connection to the
Mo heating wires is made by small Ta tubes, which are pressed together by two
ceramic pieces. Further details of the assembly of the manipulator head and the
electronic connections can be found in ref. [235].

The constructional drawings used to manufacture all the changed parts are
shown in Appendix C. For the top and central Cu parts no drawings were cre-
ated since these very complex parts were given to the department’s mechanical
workshop as three-dimensional (3D) *.stp files. These files are available, like

Figure 4.4: Rendered image of the preparation chamber manipulator head attached to the
cooling finger and the CF63 cluster flange. The whole part is mounted to the manipulator,
which is equipped with a rotational feedthrough.
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the files of all other designed parts, from the Inventor Database on the server of
the Gottfried group.

4.3 Line-of-Sight Evaporator

To deposit molecules on surfaces under UHV conditions, usually two types of
evaporation devices are used. Molecules with a low vapor pressure are filled into
crucibles, which can be heated resistively. Due to the increased temperature the
solid sublimes and the molecules fly towards the substrate surface where they
resublime. On the other hand, for molecules with a high vapor pressure the low
pressure in a UHV system is already sufficient to sublime a significant amount of
molecules. These can be deposited on the sample via the background pressure
with dosing valves. However, for molecules with a medium vapor pressure the
situation is more complicated. If they were simply stored in open crucibles, the
amount of molecules evaporating due to the low pressure in the UHV system
would be too high. This would make a controlled deposition on the surface
difficult and furthermore the crucible would empty quickly. Nevertheless, the
vapor pressure is too low to use dosing valves, i.e., it would take too long to get
a sufficient amount of molecules into the gas phase and thus to adsorb on the
sample.

Accordingly, if molecules with a medium vapor pressure shall be deposited
another kind of evaporator is needed. For this purpose a line-of-sight evaporator
can be used. Since the molecules DBAz and 2,6-DBAz investigated in this thesis
are molecules with such a medium vapor pressure a line-of-sight evaporator,
which can be mounted to the preparation chamber of the combined STM and
XPS setup described in Section 3.4.1, has been designed and built. An exploded
view of the line-of-sight-evaporator is shown in Figure 4.5.

The principle of the line-of-sight evaporator is to use a glass tube to guide the
molecules in the gas phase directly to the sample. A glass tube with inner and

Figure 4.5: Exploded view of the line-of-sight evaporator used for the deposition of medium-
vapor pressure molecules. The connection from the reservoir to the UHV system can be opened
with a CF16 gate valve. The molecules are guided directly to the sample by a glass tube, which
can be positioned via a linear motion.
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outer diameter of 8 and 10 mm, respectively, was chosen to ideally fit the sample
size (diameter 8 mm). Since the glass tube needs to be positioned as close to
the sample as possible for deposition, the whole evaporator is mounted to the
chamber with a linear motion. If the evaporator is not used, it can be retracted
from the sample to ensure safe operation inside the chamber without touching
the glass tube and breaking it or damaging the sample. In order to fix the glass
tube, a mount fitting to its outer diameter was designed, which is mounted to a
CF40 double flange with a hole also fitting the diameter of the tube. This double
flange is connected to a CF16 gate valve via a CF16–CF40 adapter flange. The
CF16 gate valve was chosen to prevent that a too high amount of molecules
reaches the vacuum system. A CF16 T piece is used to connect the gate valve
and the crucible. To this T piece a by-pass can be attached to pump down the
crucible before the connection to the UHV system is opened. The crucible is a
glass tube closed at one end and connected to the T piece with a glass-to-metal
seal on the other end.

The use of a glass crucible for a UHV system is potentially dangerous because
it can easily break. Thus, it needs to be protected from the outside, e.g., with
a stainless steel tube (not shown in Figure 4.5). Nevertheless, glass was chosen
because it has some advantages over a metal crucible. First of all, through
the glass tube it can always easily be checked whether the reservoir is empty
and needs to be refilled. Furthermore, it offers the possibility to adjust the
vapor pressure of the molecule by means of changing the temperature. Since
the amount of molecules reaching the sample cannot reliably be controlled using
the gate valve, it might be necessary to heat or cool the reservoir. This can be
done by using a heating or cooling bath. Temperature equilibration is achieved
quicker for the glass crucible than for a metal crucible, which is much heavier
and thus has a higher heat capacity.

The constructional drawings used to manufacture all the custom-built parts
are shown in Appendix C. The linear motion LDK 40-50, the CF16 gate valve
and the glass-to-metal seal are commercially available and were purchased from
VAb Vakuum-Anlagenbau GmbH, Kurt J. Lesker Company Ltd., and VACOM
Vakuum Komponenten und Messtechnik GmbH, respectively.
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At the time of writing, the research in the course of this PhD project has led to
the publication of two articles, of which I am the first author. A third article
with me as the first author was accepted for publication one day after handing
in this thesis. Furthermore, this cumulative part contains five other publications
with me as a co-author.

The cumulative part of this thesis is divided into two sections. The first one
(Section 5.1) includes the on-surface synthesis of nanostructures from bromi-
nated precursor molecules and their characterization with various experimen-
tal techniques complemented by theoretical studies carried out by collaboration
partners. This work, which investigates the ring/chain ratio in on-surface syn-
thesis, can be considered the main topic of this thesis and has been introduced in
Section 1.1. In the second section (Section 5.2) four other publications concern-
ing surface and interface chemistry are summarized. The classes of molecules
investigated in these publications have been introduced in Sections 1.2 and 1.3.

In this chapter each publication will be briefly summarized and my contribu-
tion will be explained. After this discussion the respective article along with
its supporting material is appended. The permissions of use can be found in
Appendix B.
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5.1 Ring/Chain Competition in On-Surface

Synthesis

This chapter contains four publications, which investigate carbon-based nano-
structures generated by an on-surface synthesis approach. In all these studies
brominated aromatic precursor molecules were investigated on coinage metal
surfaces. Different strategies were applied to either maximize ring compared
with chain formation or to exclusively form chains.

The two publications P1 and P2 investigate how the ring/chain ratio formed by
the 1,3-dibromoazulene (DBAz) precursor on the Cu(111) surface can be steered.
In P3 a surface template, i.e., a vicinal Ag surface, is applied to exclusively form
chains from the 4,4''-dibromo-1,1':3',1''-terphenyl (DMTP) precursor. Finally,
in P4 the substitution pattern of the precursor molecule 2,6-dibromoazulene (2,6-
DBAz) is varied compared with DBAz in order to only allow chain formation on
Au(111).

I am the first author of publications P1 and P2, in which I share the first
authorship with Dr. Qitang Fan and Dr. Damian Nieckarz, respectively. Pub-
lications P3 and P4 are collaboration projects, of which I am co-author. Here,
I was mainly involved in the on-surface synthesis of the structures themselves,
whereas their further characterization was mostly performed by the collaboration
partners.

55



P1

5 Cumulative Part

P1 Organometallic ring vs. chain formation beyond kinetic
control: steering their equilibrium in two-dimensional
confinement

Citation: C. K. Krug‡, Q. Fan‡, F. Fillsack, J. Glowatzki, N. Trebel, L. J.
Heuplick, T. Koehler, J. M. Gottfried, Chem. Commun. 2018, 54 (70), 9741–
9744, DOI 10.1039/c8cc05357j.

Summary

The topic of this communication is the competition of rings vs. chains as prod-
ucts in on-surface synthesis. For this purpose the 1,3-dibromoazulene (DBAz)
precursor molecule is investigated on the Cu(111) surface with scanning tunnel-
ing microscopy (STM) accompanied by X-ray photoelectron spectroscopy (XPS).
The study gives fundamental insight in how the ring/chain ratio can be influ-
enced by reaction parameters such as temperature and coverage.

After deposition at 300 K the Br substituents of the DBAz precursor are split
off and an organometallic intermediate of the surface-confined Ullmann coupling
reaction is formed. While at 300 K almost exclusively long oligomeric chains are
formed, annealing to 440 K leads to a strong increase of cyclic hexamers. This
finding is investigated more closely for two different coverages of 0.1 and 1.0 ML.
For the low coverage it is found that 88% of the monomers are incorporated in
rings, whereas this yield decreases to 31% for the high coverage. The different
ring/chain ratios are explained by fundamental physicochemical principles.

The preferred chain formation at 300 K can be explained by the concept of ki-
netic reaction control, which is associated with non-equilibrium conditions. The
C Cu C bonds in the organometallic intermediate are irreversible on the time
scale of the experiment and the connection of the monomer units in the oligomers
is purely statistical. This statistics makes the formation of rings unlikely because
all monomers would need to be connected in a cis orientation to their neighbors.
The probability for a cis connection of two individual monomers is 1/2. For
a cyclic hexamer this results in an overall probability of 0.55 = 1/32 and thus
they are only rarely observed. At 440 K the C Cu C bonds can be reversibly
broken and reformed and accordingly thermodynamic reaction control prevails
under these equilibrium conditions. Now the energetically favored product is
preferably formed. This product is the ring because it has one more C Cu C
bond compared with a chain consisting of the equal amount of monomer units.

‡These authors contributed equally to this study and share first authorship.

56



P1

5.1 Ring/Chain Competition in On-Surface Synthesis

The influence of the coverage is explained by reaction kinetics. Chain for-
mation is a second-order reaction because two molecules, i.e., monomers or
oligomers, need to react in an intermolecular reaction. On the contrary, ring
closure is a first-order reaction because the two ends of an open chain react in an
intramolecular reaction. For low concentrations, i.e., low coverages, first-order
reactions are preferred, whereas second-order reactions become more likely with
higher concentrations. Thus, chain growth competes more strongly with ring
closure at higher coverages, leading to a decreased ring yield. In addition to
these very fundamental findings the structures of the organometallic rings and
chains are elucidated by STM images with submolecular resolution.
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ples with medium-vapor pressure molecules such as the commercially available
DBAz. All samples were usually prepared by me in close collaboration with Dr.
Qitang Fan and with the assistance of Florian Fillsack (in the course of his bach-
elor’s thesis), Johannes Glowatzki, and Nicole Trebel (within research internship
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Control over the competition between an organometallic hexamer

macrocycle and oligomer chains formed from the non-alternant

aromatic 1,3-dibromoazulene (DBAz) precursor has been achieved

in surface-assisted synthesis on a copper(111) surface. In contrast to

kinetic reaction control via the high-dilution principle, the ring

formation is achieved here by thermodynamic control, which is

based on two-dimensional (2D) confinement and reversible bonds.

Organometallic compounds formed from haloarenes are
significant intermediates for the formation of covalently linked
carbon-based nanostructures through the surface Ullmann
coupling reaction.1–9 The structure of the final covalent product
is largely determined by the intermediate organometallic
phase.1 Therefore, the understanding of the linking and structure
formation between haloarenes and metal atoms is of enormous
significance for the fabrication of organometallic and covalent
nanostructures. Recently, one-dimensional (1D) chains2,6,10–12

and 2D networks7,9,13 have been the most often reported
organometallic structures formed from two-, three-, or four-
fold halogenated aromatic monomers. In particular, when an
angle other than 1801 exists between the axes of two carbon–
halogen (C–X) groups of a di-halogenated monomer, these
monomers can couple forming either polymer chains or macro-
cycles due to the alternative cis- or trans-connection motifs.
Since the properties of a linear open-chain oligomer and its
cyclic counterpart can be substantially different,14–21 the con-
trol over the formation of these two topologies is intriguing in
the context of polymer science. Up to date, few approaches have
been reported for the control of the ring-vs.-chain competition.
One approach is using templates to guide the formation of
macrocycles.22 For instance, oligoporphyrin macrocycles have
been synthesised in solution using a Vernier-template-directed

method.23–26 In the case of on-surface synthesis, grating tem-
plates on a Cu(110)–(1 � 2)O surface have been shown to
provide control over the formation of organometallic rings with
different sizes.27 Another approach is the high-dilution principle,
which relies on kinetic reaction control. It uses low concentrations
to favour the unimolecular (first-order) ring closure process
over the competing bimolecular (second-order) chain growth
process.16,17

Here, we demonstrate that 2D confinement, combined with
reversible bond formation, enables thermodynamic control
over the competition between organometallic macrocycles
and chains (Scheme 1). We show that the macrocycles and
chains are the energetically and entropically favoured products,
respectively. In contrast to rings and chains with covalent C–C
bonds, which are irreversible under the experimental condi-
tions, the organometallic macrocycles and chains can trans-
form into each other and eventually establish an equilibrium.
This equilibrium is coverage-dependent and shifts towards the
formation of chains at high coverages.

The here reported organometallic hexamer macrocycle con-
sists of six azulene units and six copper atoms. Compared to the
much more frequently used benzenoid aromatic monomers, the
azulene moiety in the precursor 1,3-dibromoazulene (DBAz)
belongs to the non-alternant class of aromatic compounds. Its
5–7 topology also occurs in graphene defects28–30 and has found
attention in on-surface synthesis31 and organic optoelectronics.32

Reaction of 1,3-dibromoazulene on Cu(111) at 300 K. Fig. 1a
shows an STM image taken after the deposition of 0.24 ML

Scheme 1 Formation of an organometallic chain and a hexamer macro-
cycle with C–Cu–C bonds from 1,3-dibromoazulene (DBAz) on Cu(111).
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DBAz onto Cu(111) held at 300 K with a flux of 0.05 ML min�1.
(See the ESI† for the definition of the monolayer.) As can be
seen, chains with variable lengths and shapes are formed as the
major species. The magnified view in Fig. 1b reveals evenly
spaced protrusions in the chains. Occasionally, hexagonal
macrocycles occur as marked by the white arrow in Fig. 1b.
Considering that the C–Br bond scission on Cu(111) already
occurs well below 300 K,12 these chains and macrocycles are
assigned to organometallic species with C–Cu–C bonds as con-
firmed by the Br 3p and C 1s XP spectra (see Fig. S1 in the ESI†).

The detailed structures of these organometallic species, i.e.,
open chains and macrocycles, are revealed by submolecularly
resolved STM images as shown in Fig. 1c and e. These images
are obtained by using a low bias voltage, at which different
orbitals of the species contribute to the STM contrast compared
to Fig. 1b. The image of the chain in Fig. 1c reveals weak
tri-lobed features between two bright protrusions as marked
by the blue contours. These tri-lobed features, which appear
alternatingly above and below two bright protrusions, resemble
the LUMO at the tropylium ring of azulene.33 Therefore, the
weak tri-lobed feature and the bright protrusion are attributed
to the azulene unit and the copper atom in the C–Cu–C bridge,
respectively, as illustrated by the chemical structure in Fig. 1d.
In line with this assignment, Fig. 1e shows the organometallic
hexamer macrocycle with six azulene units and six copper
atoms (Fig. 1f). The weak protrusions observed around the
azulene units in the chain (Fig. 1c) and macrocyle (Fig. 1e)
are assigned to Br adatoms from the debromination of DBAz,

in line with previous studies on bromoarenes on Cu(111).2,4,7,11

In the hexagonal macrocycles, all azulene units are linked in
cis-configuration, whereas the irregular shapes of the organo-
metallic chains indicate random distribution of cis- and trans-
connections. Noteworthy, the two C–Br bonds in DBAz enclose
an angle of 1441, which would enable the formation of a
ten-membered ring with straight, unstrained C–Cu–C bridges.
The preferential formation of six-membered rings here is
attributed to registry effects. An additional factor that favours
the formation of small rings will be discussed later.

Reaction under non-equilibrium conditions (kinetic reaction
control). Fig. 2a shows an STM image taken after the deposition
of a low coverage (0.10 ML) of DBAz on Cu(111) at 300 K with a
flux of 0.3 ML min�1. Despite the high-dilution conditions, the
fraction of rings is low, which makes it difficult to obtain
reliable statistical data of the product distribution for compar-
ison to other samples. Qualitatively, however, the yield of
macrocycles is similarly low as in the medium-coverage sample
(0.24 ML) in Fig. 1a. The chain length distribution for the
sample in Fig. 2a is displayed in Fig. S2 in the ESI† and shows
a typical step-polymerization behaviour, in agreement with
previous work.1 Deposition of a high coverage (1.00 ML) of
DBAz onto Cu(111) at 300 K (flux: 3 ML min�1) results again in
the predominant formation of chains, which arrange in a
disordered, densely packed phase together with Br adatoms
between the chains (Fig. 2b). The maximum of the chain-length
distribution is slightly shifted to shorter chains, compared to
the low coverage case (see Fig. S2 in the ESI†), in line with the
higher deposition rate.

The predominant formation of organometallic chains at
300 K can be understood considering that the scission and
re-formation of C–Cu bonds at 300 K is very slow on the
timescale of our experiment,12 i.e., the C–Cu bond formation
is irreversible. Under these conditions, the formation of a

hexamer macrocycle has a probability of
1

25
¼ 1

32
among all

the organometallic species containing six azulene units. This
number arises from the fact that each of the five connections in a
six-membered open-chain product has two possible (trans- or cis-)
linking configurations.1 The hexamer macrocycle represents the

Fig. 1 STM images of DBAz deposited on Cu(111) at 300 K. (a) Large-scale
image showing the formed organometallic chains. (b) Zoom-in image
showing chains consisting of bright protrusions as well as a cyclic hexamer
(marked with a white arrow) consisting of six bright protrusions. Panels (c)
and (e) show submolecularly resolved images of a chain section and a
hexamer macrocycle, respectively. Contours of the azulene moieties are
overlaid with blue lines. Scale bars: 1 nm. Panels (d) and (f) show the
chemical structures of the chain and macrocycle in panels (c) and (e),
respectively. Tunneling parameters: (a) U = �3.52 V, I = �0.09 nA;
(b) U = �3.63 V, I = �0.08 nA; (c) U = 0.88 V, I = 0.18 nA; (e) U = 0.88 V,
I = 0.19 nA. All STM images in this work were processed with WSxM.34

Fig. 2 Large-scale STM images taken after deposition of (a) 0.10 ML and
(b) 1.00 ML DBAz onto Cu(111) at 300 K. The dark holes in panel (b) are
attributed to vacancy islands on the Cu(111) surface.12 Tunneling para-
meters: (a) U = �3.52 V, I = �0.09 nA; (b) U = �1.85 V, I = �0.06 nA.
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only case in which all connections are of the cis type. The actual
probability of forming a hexamer macrocycle is even lower

than
1

32
, because the six-membered chain only accounts for a

fraction of all chains with different lengths. Thus, the chains are
preferentially formed as the statistically favoured species, because
they bear more possible configurational isomers than their
macrocycle counterparts.

Reaction under equilibrium conditions (thermodynamic reaction
control). At elevated temperatures, an equilibrium between
chains and rings can be established, because the C–Cu bonds
undergo frequent reversible dissociation and re-formation
reactions.11,12 We selected a temperature of 440 K because it is
close to the highest temperature at which the C–Cu bonds exist
in a reversible equilibrium situation with high rates of bond
conversions. Temperatures higher than this initiate the irrever-
sible C–C covalent coupling.12,35 In a first experiment, we
annealed the chain-rich sample from Fig. 2a to 440 K for
5 min and then cooled it rapidly. This treatment resulted in
the formation of organometallic hexamer macrocycles with a
high yield (Fig. 3a). To determine the ring to chain ratio, the area
occupied by rings and chains in Fig. 3a has been analysed.
171 rings (1026 monomer units) occupy 88% of the covered
surface, while 140 monomer units form twelve chains of
different length.

In a second experiment, the high-coverage sample (1.00 ML)
from Fig. 2b was treated in the same way. For this sample, we
also found a substantial increase of the yield of the macro-
cycles, as shown by the well-ordered hexagonal close-packed
islands in Fig. 3b. Fig. 3c shows the magnified view of an island
of the macrocycles. Compared to the low-coverage sample in
Fig. 3a, the yield of macrocycles is now lower (Fig. 3b), but still
much higher than under kinetic control (Fig. 2b). 31% of
the area in Fig. 3b is occupied by 1452 rings containing
8712 monomers as opposed to 19 391 monomers incorporated
in chains. While Fig. 3b may not be entirely representative,
large islands of rings can be found over the whole sample
(cf. Fig. S3 in the ESI†).

These observations can be interpreted as follows: the con-
version of chains to rings during annealing indicates that the
rings are thermodynamically more stable than the chains. This
follows from the fact that the chains are statistically favoured,
as was described above. If the macrocycles were not energeti-
cally favoured, they would not occur at all under equilibrium
conditions. The higher stability of the macrocycles probably
results from the additional C–Cu–C bond in a ring, compared
to its open-chain counterpart. In addition, substrate registry
effects may play a role. The rings are especially favoured under
low-coverage equilibrium conditions (0.10 ML, Fig. 3a). This
can be understood by considering the reactions that establish
the equilibrium: both the ring opening and ring closure are
unimolecular (first-order) reactions (Fig. 4a, left), which means
that their rates are independent of the concentrations of other
reactants (monomers, chains). In contrast, the chain extension,
which competes with the ring closure, is a bimolecular (second-
order) process (Fig. 4a, right). Its rate grows with increasing
coverage of the reactants, as a result of the increased prob-
ability for intermolecular encounters. Therefore, the equili-
brium between rings and chains is shifted towards the side of
chains at high coverage (1.00 ML, Fig. 3b). Note that the barrier
for the ring opening is higher than that for the ring closure,
because the former includes the energy for breaking a C–Cu
bond. This is equivalent to the statement that the rings are
energetically favoured, as is illustrated in Fig. 4b (left).

Under equilibrium conditions, a ‘‘ring-like’’ chain initially
formed by breaking a single C–Cu bond in a macrocycle
(Fig. 4b, center) may undergo configurational changes into
other chains as illustrated by Fig. 4b (right). The energy barriers
for such changes (Eas ) are likely higher than the barrier for the
return to a closed ring, because the configurational change
requires either the out-of-plane flipping of a chain segment

Fig. 3 STM images of DBAz on Cu(111) after annealing the samples
from Fig. 2 to 440 K for 5 min and rapid cooling to 300 K; (a) 0.10 ML and
(b) 1.00 ML. While at 0.10 ML cyclic hexamers are formed almost exclusively
(88% of the visible azulene monomer units are contained in rings), their yield
is decreased at saturation coverage (31% of the visible monomer units in
rings). Note that (b) shows a selected area with a larger-than-average fraction
of rings. (c) Enlarged image of the white-framed area in (b), showing the
hexamer macrocycles. The indicated unit cell (a = 2.5 nm, b = 2.8 nm,
g = 1221) slightly deviates from the ideal hexagonal case, probably due to
residual thermal drift. Tunneling parameters: (a) U = �2.59 V, I = �0.08 nA;
(b) U = �3.31 V, I = �0.12 nA; (c) U = �2.51 V, I = �0.14 nA.

Fig. 4 (a) Reaction scheme for the ring-opening/ring-closure, which are
first-order processes, and the extension of a chain, which is a second-
order process. The latter becomes more likely at higher coverages.
(b) Schematic energy diagram for the conversions between an organometallic
macrocycle and its open-chain counterparts. Es is the energy required for
the dissociation of one C–Cu bond. Eas represents the energy barrier for
the conformational isomerisation of the open chain in 2D confinement
through out-of-plane flipping or additional bond dissociation/re-formation.
DEc represents the possible different energies for the various chain con-
formations and corresponding registries to the surface.
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(with simultaneous sliding movement of other parts of the
chains) or the in-plane rotation of a chain segment after a
second C–Cu bond cleavage.1

The effects described in this work largely result from the 2D
confinement. In solution, chains have a much higher confor-
mational flexibility and thus are even more entropically
favoured than in 2D. Their equilibrium concentration in
solution would therefore be much higher and the yield of rings
correspondingly much lower. This is probably the reason
why similar phenomena have not been reported for solution
synthesis. In 2D confinement, the adsorbate–substrate inter-
actions make the barriers for configurational changes (Eas )
larger than in solution and dependent on the chain length.
For a short ring-like chain as the initial ring-opening product of
a small, stiff ring (like our hexamer), the barriers will be higher
than for a long ring-like chain formed from a large ring,
because the latter has an increased in-plane flexibility and its
shape can change without flipping of chain segments or further
C–Cu bond dissociation. In addition, the increased flexibility of
longer chains will also make the reactive encounter of its two
terminals less likely. This will reduce the rate of the back
reaction (ring re-formation) in Fig. 4a. Both factors are closely
related and disfavour larger macrocycles, in agreement with our
finding of hexamers as the dominant ring size. As a rare
example of a larger ring, octamer macrocycles with eight
azulene monomer units and eight Cu adatoms are shown in
Fig. S4 in the ESI.†

In conclusion, we have studied the formation of organo-
metallic nanostructures from the non-alternant aromatic mole-
cule 1,3-dibromoazulene on a Cu(111) surface. We have found
that kinetic reaction control at 300 K results predominantly in
the formation of oligomer chains. In contrast, high yields of
mainly hexamer rings are obtained via thermodynamic reaction
control at 440 K. A chemical equilibrium between rings and
chains can exist because the rings are energetically more stable,
while the chains are entropically favoured. This equilibrium is
influenced by the coverage, with lower coverages resulting in
higher yields of rings. Our study shows that 2D confinement,
combined with reversible bond formation, is an important
factor that enables thermodynamic reaction control of the
competition between ring and chain formation.
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1. Experimental details

The experiments were carried out in a UHV system consisting of three chambers, allowing complete
microscopic and spectroscopic characterization of each individual sample. Deposition of DBAz was
performed in a custom built preparation chamber operated at a base pressure below 10 9 mbar. The
DBAz molecules were deposited from a home built line of sight evaporator consisting of a glass tube
as a reservoir for the molecules, a CF16 gate valve and a glass tube, which can be positioned via a linear
motion, guiding the molecules directly to the single crystal surface. Prior to deposition, the reservoir
was cooled to 195 K with a mixture of acetone and dry ice and the gate valve was opened until the
pressure in the chamber did not decrease any more to degas the reservoir. Afterwards the Cu(111)
single crystal was positioned directly in front of the opening of the glass tube and the gate valve was
opened until the desired coverage was reached. The monolayer phase (1.00 ML) is defined as the
saturation coverage achieved at room temperature.

Prior to deposition of DBAz the Cu(111) single crystal (purity 99.9999%, roughness <0.01 μm,
orientation accuracy <0.1°, fromMaTecK/Germany) was prepared by iterated sputtering with Ar+ ions
(1 keV, 12 μA, 30 min) and annealing (800 to 820 K, 10 min) in the STM chamber. The temperatures
were measured with a thermocouple directly mounted to the Cu(111) single crystal. Surface
cleanliness was confirmed either by XPS or STM. The STM chamber is operated at a base pressure
below mbar and houses a SPECS Aarhus 150 STM, which was used for variable temperature
STM (VT STM). VT STM measurements were performed using an electrochemically etched W tip. For
the measurements, the STMwas cooled to 100 K with liquid nitrogen and gradually warmed up during
measuring. STM images were recorded in constant current mode and processed with WSxM 5.0
Develop 8.5.1

XPS experiments were carried out in a third chamber operated at a base pressure below
mbar with monochromatised Al K radiation using a SPECS XR 50 M X ray anode, a SPECS

FOCUS 500 monochromator and a SPECS PHOIBOS 150 electron energy analyzer equipped with an
MCD 9 multi channeltron detector.
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2. XPS data of 1,3 dibromoazulene on Cu(111)

Fig. S1: (a) Br 3p and (b) C 1s XP spectra after deposition of DBAz on Cu(111) at 170 and 300 K,
respectively. The shifts indicated by the lines show that themolecule stays intact at 170 K and becomes
completely debrominated at 300 K. The C 1s spectra are fitted with two peaks in a 1:4 ratio; black dots:
data points, red curve: Br bonded C atoms, green curve: C bonded C atoms, blue curves: all other C
atoms, black curves: total fits, orange curves: background.

As shown by Fig. S1a, deposition of DBAz on Cu(111) at 170 K results in the Br 3p3/2 signal located at a
binding energy (BE) of 183.9 eV, which is characteristic for the intact C Br group on the Cu(111)
surface.2,3 The XP spectrum taken after deposition at 300 K exhibits a BE of 181.9 eV for the Br 3p3/2
peak, which is assigned to Br adatoms chemisorbed on Cu(111).2,4,5 This shift in BE indicates the
dissociation of the C Br bonds. The formation of C Cu organometallic bonds is confirmed by the C 1s
XP spectra (Fig. S1b). The C 1s XP spectrum obtained at 170 K can be fitted with two species in a 1:4
ratio,6 7 representing the carbon atoms in C Br groups at a BE of 284.8 eV and the other carbon atoms
at a BE of 284.3 eV, respectively. The C 1s spectrum acquired at 300 K can also be fitted with two
components in a 1:4 ratio: theminor peak is located at a BE of 283.1 eV and themajor peak at 284.0 eV.
The minor peak with lower BE is assigned to carbon bound to copper adatoms, consistent with the
formation of an organometallic species.8 Noteworthy, the major peak of the C 1s spectrum obtained
at 300 K is shifted by 0.3 eV towards lower BE relative to that of the C 1s spectrum at 170 K. This shift
partly results from the work function increase caused by the chemisorbed Br atoms.3,9
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3. Chain length distribution at 300 K for two different coverages

Fig. S2: Chain length distribution for the STM images in Fig. 2. The number on the vertical axis is the
absolute number of chains in the image in the respective length interval. The length intervals are 5 nm
wide, i.e., the first interval includes all chains up to 5 nm length, while the second interval includes all
chains from >5 nm up to 10 nm length.

4. Additional STM images

Fig. S3: STM image of the sample in Fig. 3b showing another area with different islands of cyclic
hexamers. Tunneling parameters: U = 3.31 V, I = 0.11 nA.
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Fig. S4: STM image of the sample in Figure 3a showing two cyclic organometallic octamers (left) next
to two hexamers. Tunneling parameters: U = 1.40 V, I = 0.16 nA.
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5.1 Ring/Chain Competition in On-Surface Synthesis

P2 The Macrocycle versus Chain Competition in
On-Surface Polymerization: Insights from Reactions of
1,3-Dibromoazulene on Cu(111)

Citation: C. K. Krug†, D. Nieckarz†, Q. Fan, P. Szabelski, J. M. Gottfried,
Chem. Eur. J. 2020, 26 (34), 7647–7656, DOI 10.1002/chem.202000486.

Summary

This full article is an expansion of the studies presented in the previously pub-
lished communication (P1). The aim is to further broaden the fundamental
understanding of the processes that determine the ring/chain ratio in on-surface
synthesis. For this purpose the analysis is extended to more coverages and tem-
peratures, the conclusions drawn from first principles are substantiated by Monte
Carlo (MC) simulations, and further theoretical considerations are made.

While in P1 the ring/chain ratio has only been analyzed for two coverages,
namely 0.1 and 1.0 ML, it is also carried out for intermediate coverages of 0.3
and 0.5 ML in this study. The analysis confirms the trend of decreasing ring
yield with increasing coverage expected from the considerations based on reac-
tion kinetics. To further test these considerations the principles of kinetic and
thermodynamic reaction control are applied in MC simulations, in which the
DBAz precursor molecule is represented by a very basic model system. A good
qualitative agreement of the experimental and theoretical results proves the va-
lidity of the conclusions drawn from first principles. Furthermore, it shows their
general applicability to on-surface oligomerization reactions because the specific
properties of the DBAz molecule are neglected in the model system.

Moreover, an optimal reaction temperature to maximize the ring yield can
be expected from the interplay of thermodynamic reaction control and simple
thermodynamic considerations. Since the rings are preferably formed under ther-
modynamic reaction control they must be the energetically more stable product
compared with the chains. However, this means that the chains are the en-
tropically favored product and according to thermodynamics an increased tem-
perature should favor their formation. Thus, a maximum in the ring yield can
be expected for a certain temperature. This temperature needs to be just high
enough to reach the regime of thermodynamic reaction control, while a further
increase favors the chain formation again. The expected behavior is confirmed
by stepwise annealing a sample with an intermediate coverage of 0.5 ML and an

†These authors contributed equally.
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5 Cumulative Part

optimal temperature for ring formation of 430 K is found. The existence of such
an optimal reaction temperature is again supported by the results of the MC
simulations.

As a last point, the concept of effective molarity (EM), which is well established
for polymerization reactions in the gas phase or in solution, is applied to an on-
surface synthesis case for the first time. The EM is a measure for the preference
of ring over chain formation. A strong deviation from the expected behavior,
i.e., a constant value of the EM independent of the coverage, is found. The
deviation is explained by the special conditions like 2D confinement, preferred
adsorption sites, and high concentrations, which prevail in on-surface synthesis.

Own Contribution

As for the preceding communication (P1) most of the experimental work was per-
formed by me in close collaboration with Dr. Qitang Fan and I performed all the
data analysis. To get a deeper understanding of the phenomena observed exper-
imentally, further insight from a theoretical point of view was necessary. Thus,
we resorted to MC simulations, which were performed by Dr. Damian Nieckarz
under the supervision of Dr. Paweł Szabelski at the Maria Curie-Skłodowska
University in Lublin, Poland. Based on the experimental and theoretical results
I wrote the manuscript in close cooperation with Prof. Dr. J. Michael Gottfried
with some input by Dr. Damian Nieckarz and Dr. Paweł Szabelski concerning the
MC simulations. All authors were involved in the discussion of the manuscript.

68



P2

& Surface Chemistry |Hot Paper |

The Macrocycle versus Chain Competition in On-Surface
Polymerization: Insights from Reactions of 1,3-Dibromoazulene
on Cu(111)

Claudio K. Krug+,[a] Damian Nieckarz+,[b] Qitang Fan,[a] Paweł Szabelski,[b] and
J. Michael Gottfried*[a]

Abstract: Ring/chain competition in oligomerization reac-

tions represents a long-standing topic of synthetic chemistry
and was treated extensively for solution reactions but is not

well-understood for the two-dimensional confinement of

surface reactions. Here, the kinetic and thermodynamic prin-
ciples of ring/chain competition in on-surface synthesis are

addressed by scanning tunneling microscopy, X-ray photo-
electron spectroscopy, and Monte Carlo simulations applied

to azulene-based organometallic oligomers on Cu(111). Anal-
ysis of experiments and simulations reveals how the ring/

chain ratio can be controlled through variation of coverage

and temperature. At room temperature, non-equilibrium

conditions prevail and kinetic control leads to preferential
formation of the entropically favored chains. In contrast,

high-temperature equilibrium conditions are associated with

thermodynamic control, resulting in increased yields of the
energetically favored rings. The optimum conditions for ring

formation include the lowest possible temperature within
the regime of thermodynamic control and a low coverage.

The general implications are discussed and compared to the
solution case.

Introduction

The competition between chain and ring formation in poly-
merization reactions has been a long-standing topic in synthet-

ic chemistry[1–4] and has recently also found attention in on-sur-
face synthesis.[5–9] The polymerizations can be performed under

equilibrium or non-equilibrium conditions. Equilibrium implies
that the decisive bonds are reversibly formed and dissociated
during the reaction. These conditions lead to thermodynamic

reaction control, which means that the product composition is
determined by the relative thermodynamic stabilities, that is,
by the standard free enthalpy of the reaction. In contrast, non-
equilibrium conditions result in kinetic reaction control. In the

limiting case that the rate of the backwards reaction is zero,

the product composition is exclusively controlled by the rela-

tive rates of formation of the different products. The equilibri-
um case for oligomerization reactions in three-dimensional

(3D) solution phases was first treated by Jacobson and Stock-
mayer using flight statistics,[1] an approach that was later re-

fined.[10] In contrast, systems under kinetic control proved to
be more difficult to describe.[2] Eventually, it was shown that

the ring-size distribution under kinetic control is similar to that

predicted for equilibrium conditions by the Jacobson–Stock-
mayer model.[3]

In on-surface polymerizations, the product composition is
additionally influenced by the two-dimensional (2D) confine-

ment and the specific interactions of the reactants with the
surface. As a model reaction related to on-surface synthesis of

carbon-based nanostructures,[11–22] we study here the formation
of azulene-based organometallic oligo- and polymers from 1,3-
dibromoazulene (DBAz, Figure 1). Such organometallic com-

pounds of aromatic building blocks represent important and
stable intermediates in the Ullmann-type on-surface synthesis

of carbon-based nanostructures.[5, 23] Previous work has shown
that the linking pattern in the organometallic intermediates

determines the structure of the covalent end product of the

surface Ullmann coupling.[6] Therefore, it is important to con-
trol the structures of these intermediates.

Azulene is a building block with a prototypical non-alternant
aromatic p-electron system, which has recently attracted atten-

tion in surface chemistry, organic electronics, and related
areas.[24–35] Non-alternant aromatic p-electron systems typically
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contain odd-numbered rings such as pentagons and hepta-

gons. Their electronic properties differ strongly from those of
their alternant isomers, resulting in stronger interactions with

metal surfaces.[34] Non-alternant structural motifs also occur as

defects in graphene and carbon nanotubes and influence their
properties.[36–39]

In this work, we study the ring/chain competition in two-di-
mensional (2D) confinement using azulene-based organome-

tallic oligomers. As was shown in a preliminary Communica-
tion,[9] the dominant cyclic product is the hexamer shown in

Figure 1 (left) and the ring/chain competition can be influ-

enced by reaction temperature and coverage. Here, we pro-
vide a comprehensive treatment of the observed phenomena

in the context of thermodynamic and kinetic reaction control,
using Monte Carlo (MC) simulations for the interpretation of

the experimental data obtained by analysis of scanning tunnel-
ing microscopy (STM) images. In addition, we apply the con-

cept of the effective molarity (EM) for the first time to on-sur-

face chemistry.

Results and Discussion

Non-equilibrium conditions and kinetic reaction control

Figure 2 shows STM images taken after the deposition of 1,3-

dibromoazulene (DBAz) on Cu(111) at 300 K, using four differ-
ent coverages. At this temperature, the C�Br bonds dissociate,
as was confirmed by XPS (see Figure S1 in the Supporting In-
formation). The resulting debrominated azulene units form or-

ganometallic oligomers with C-Cu-C bonds, as shown in
Figure 1.[9] According to previous work, the C�Cu bond is

stable over the duration of the experiment at 300 K.[7,40–42]

Therefore, we have a non-equilibrium situation of kinetic reac-
tion control, which means that the initially formed product

(i.e. , the species that is produced with the fastest rate) prevails.
Statistically, the formation of chains is expected to be fa-

vored under these conditions, because there are more con-
formers (i.e. , possible realizations) for an n-membered chain

compared to an n-membered ring.[9] A small n-membered ring,

such as the hexamer in Figure 1 with n=6, requires cis-config-
uration of all azulene units. Since an individual unit is cis-ori-

ented relative to an existing segment with a probability of 0.5,

the total probability for the formation of an n-membered ring
is 0.5n�1. All other, mixed cis/trans configurations with n seg-

ments can only form chains and therefore have a total com-
bined probability of 1–0.5n�1. In the case of n=6, the probabili-

ty for the formation of a hexamer under kinetic control is
therefore only 1/32. Noteworthy, larger macrocycles may con-
tain segments with trans-oriented units, which leads to a more

complex situation.
Another important factor that controls the ring/chain ratio is

the coverage, because the ring closure and the chain growth
have different reaction orders and thus the ratio of their rates

is coverage-dependent.[6,9] Generally, the intramolecular ring
closure as a first-order reaction (Equation 1) with the rate con-

stant kintra prevails at low precursor coverage, while the chain
growth as an intermolecular second-order reaction (Equation 2)
with the rate constant kinter will increasingly compete when the

coverage is increased.[6]

M6
kintra
��! C6 ð1Þ

Mi þM1
kinter
��!Miþ1 ð2Þ

Based on these considerations, the STM data in Figure 2 can

be understood qualitatively. In the following, we will discuss
the relative yield of rings, especially of the dominant cyclic

hexamers. This yield is defined as the percentage of monomer
units incorporated in the cyclic hexamers.

Figure 1. Space-filling model showing the possible cyclic (left) and open-
chain (right) organometallic reaction products of 1,3-dibromoazulene (DBAz)
on Cu(111). The ring/chain competition under kinetic and thermodynamic
control is analyzed in this work. Color code: white, hydrogen; grey, carbon;
red, copper; blue, bromine.

Figure 2. STM images of DBAz on Cu(111) after deposition at 300 K for four
different coverages as indicated in the images. Tunneling parameters:
(a) U=�3.52 V, I=�0.09 nA; (b) U=�1.74 V, I=�0.15 nA; (c) U=�3.63 V,
I=�0.16 nA; (d) U=�1.85 V, I=�0.11 nA.
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Analysis for the sample with the lowest coverage (0.1 ML,
Figure 2a) reveals that only 3% of the monomer units are in-

corporated in cyclic hexamers, close to the statistically
expected value of 0.55=3.125%.[9] Increasing the coverage to

0.3 and 0.5 ML (Figure 2b, c) reduces the yield of rings to 2%.
For the saturation coverage at 300 K (Figure 2d, coverage de-

fined as 1.0 ML), the yield is even lower with 1%. Thus, the
data show the expected trend of lower ring yields at higher

coverages.

In homogeneous reactions (gas phase or solution), one ad-
vantage of ring closure over chain growth arises from the fact

that the latter requires the bond formation between two reac-
tants. As a result, three degrees of translational freedom and

three degrees of rotational freedom of the two reactants are
converted into six new degrees of vibrational freedom of the
product, lowering its entropy content. Accordingly, ring forma-

tion can be entropically favored over chain formation.[43] In the
adsorbed state, however, these translational and rotational de-

grees of freedom of the reactants are already mostly frustrated,
that is, converted to vibrations. The loss of entropy content

during chain formation is therefore expected to be much
smaller. The situation may even be reversed, because the open

radical ends of the reactants are expected to bind more

strongly to the surface, and thus have less degrees of transla-
tional and rotational freedom than the product they form.

Equilibrium conditions and thermodynamic reaction control

The four different samples from Figure 2 were annealed to

440 K for 5 minutes and then cooled rapidly to the imaging
temperature of 100 K. The temperature of 440 K was chosen to

ensure chemical equilibrium, that is, fast reversible formation
and dissociation of the organometallic C�Cu bonds. This

reversible character of the C�Cu bonds at elevated tempera-
tures at and above 440 K is well established.[5,44] Under these

conditions, the product composition is given by the equilibri-
um constant and thus reflects the thermodynamic stability of

the products. As shown by the STM images in Figure 3, now
the cyclic hexamers are formed with much higher yields, indi-

cating that they represent the thermodynamically more stable

product.[9]

For the low-coverage sample (0.1 ML, Figure 3a), the ring
yield is increased from 3% under kinetic control to 78% under
thermodynamic control. For the samples with coverages of 0.3

and 0.5 ML (Figure 3b, c and Figure S2 in the Supporting Infor-
mation) the ring yields are now 22 and 17%, respectively,

which is also significantly increased compared to kinetic con-

trol. At 1.0 ML, large lateral fluctuations of the local concentra-
tion of rings are observed (Figures 3d and 3e). Apparently, the

rings are sufficiently mobile at 440 K to aggregate into large is-
lands, as shown in Figure 3e. These islands are stabilized by

the interaction with the split-off Br atoms, which can be seen
in Figure S3g,h in the Supporting Information.[5,45] In Figure 3 f,

the ring yields are plotted as functions of the coverage, illus-

trating that thermodynamic control leads to much higher ring
yields than kinetic control.

Enlarged images of islands of hexamers are displayed in
Figure 4 and Figures S3 and S4 in the Supporting Information.

The images in Figures 4a and 4b were taken at different tun-
neling conditions. In Figure 4a, the Cu atoms appear as protru-

sions, whereas Figure 4b also shows the azulene units as

bright uniform features. Related images of the chains at differ-

Figure 3. (a)–(e) STM images of DBAz on Cu(111) after annealing the four samples shown in Figure 2 to 440 K. Coverages as indicated in the images. For
1.0 ML, two different sample regions are shown. (f) Relative yield of hexamer rings as a function of the total coverage at 300 K (kinetic control) and 440 K
(thermodynamic control). The percentage of rings (ring yield) is defined here as the total number of repeat units contained in cyclic hexamers divided by the
total number of repeat units contained in chains and rings. Tunneling parameters : (a) U=�2.84 V, I=�0.13 nA; (b) U=�1.10 V, I=�0.12 nA; (c) U=�3.52 V,
I=�0.19 nA; (d) U=�3.63 V, I=�0.10 nA; (e) U=�3.31 V, I=�0.11 nA.
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ent tunneling conditions are shown in Figure S5 in the Sup-
porting Information.

The formation of cyclic hexamers is remarkable, because
they are strained, while the structure of the azulene molecule

should enable the formation of strain-free cyclic decamers. The
predominant formation of hexamers is attributed to registry ef-

fects. Azulene adsorbed on Cu(111) prefers adsorption sites on

which the long molecular axis is aligned along a high-symme-
try direction of the surface,[34] resulting in six possible preferen-

tial orientations. In the cyclic hexamer, all azulene units can
assume their preferred orientation, while this is not the case

for the cyclic decamer. The latter, although unstrained, is there-
fore energetically unfavorable. In rare cases, cyclic octamers

were observed (see Figure S6 in the Supporting Information).

The variation of the ring yield with coverage (Figure 3 f) re-
flects the dynamic character of the chemical equilibrium be-

tween rings and chains. As mentioned above, the ring closure
and chain growth have different reaction orders. With increas-

ing coverage, the rate of the second-order chain growth in-
creases faster than that of the first-order ring closure. As a

result, the equilibrium is shifted towards the side of the chains

as the coverage increases. (This trend is also reproduced by
the MC simulations, as shown below and in Figure S10 in the

Supporting Information)
The very high ring yield observed at the lowest coverage

(see Figure 3a and Figure S7 in the Supporting Information) is
reminiscent of a specific result of the Jacobson–Stockmayer (J–
S) theory. It predicts the existence of a critical concentration,

below which the system consists entirely of rings.[1] However,
the J–S theory was derived for rings that are sufficiently large

to avoid short-range steric effects. Only then, the probability of
the ring closure can be expressed as a well-defined function of

the ring size. Here, we consider a 2D system, in which the mol-
ecules are confined to certain lattice sites. This confinement in-

fluences both the energy and the entropy term of the reaction

free enthalpy (see below). The effects of the 2D confinement
on the energy include the adsorbate–surface interaction

energy and steric strain resulting from a forced planar geome-
try. The entropy term is influenced by excluding all non-planar

conformations. Especially in the case of chains, which have a
larger number of non-planar conformations than the rings, the

2D confinement should substantially reduce their entropy. The
small size and the strained structure of the cyclic hexamers,

along with effects of the 2D confinement, therefore limit the
applicability of the J–S model for 2D systems, as was also pre-

viously observed.[6] As a consequence, we resorted to MC simu-
lations to gain further insight into the different types of reac-

tion control.

Monte Carlo simulations

In the MC model shown in Figure 5, the triangular lattice of

equivalent adsorption sites represents a highly symmetric (111)

surface, such as Cu(111). The azulene units are abstractly mod-
elled as two planar, interconnected segments with an active

part (red) and an inactive part (grey). One segment can occupy
one adsorption site on the lattice, as is experimentally justified,

because the azulene molecules show a strong adsorption site
preference with alignment of the long molecular axis parallel

to the high-symmetry directions of the Cu(111) surface.[34] The

bonds between the model molecules are directional and limit-
ed to neighboring adsorption sites on the lattice. The mole-

cules interact with the energy e=�1.0. All remaining interac-
tions, including the molecule-molecule and molecule-surface

interactions, are neglected. The MC simulations were carried
out in the canonical ensemble, where the number of mole-

cules N, the size of the system L, and the temperature T were

constant.[46,47] For further details, see the Experimental and
Computational Details section.

Figure 6 shows the results of the MC simulations for low-
temperature non-equilibrium conditions (Figures 6a and 6c, ki-
netic reaction control) in comparison with the high-tempera-
ture equilibrium conditions (Figures 6b and 6d, thermodynam-
ic reaction control). The ratio of the two temperatures is the

same as in the experiment (440 K, 300 K) with Thigh/Tlow=1.47.
At low coverage under kinetic control (Figure 6a), a consider-

able number of chains is formed, whereas cyclic hexamers
dominate under thermodynamic control (Figure 6b). Compari-

son of the simulated with the corresponding experimental

Figure 4. STM images of an island of the cyclic hexamer macrocycles, taken
at different tunneling conditions, with overlaid molecular models. In image
(a), the bridging Cu atoms are shown as bright protrusions, whereas (b) also
shows the azulene units as bright features. Tunneling parameters :
(a) U=�0.94 V, I=�0.10 nA; (b) U=1.79 V, I=0.10 nA.

Figure 5. Model for the MC simulations. The azulene units are abstractly
modeled as planar, interconnected segments with an active part (red) and
an inactive part (grey). Four different connection motifs of three units are
shown.
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data (e.g. , Figure 2a vs. Figure 6a and Figure 3a vs. Figure 6b)
reveals a good qualitative agreement, which is quite remark-

able considering the high degree of abstraction in the model
system. It shows that the model captures important features of

the system, in particular the transformation from kinetic to
thermodynamic control, and that these features have a high

degree of commonality.

Doubling the coverage (Figures 6c and 6d) leads to qualita-
tively similar results : At low temperature (Figure 6c), the for-

mation of chains prevails, whereas high-temperature condi-
tions lead to the formation of mostly hexamer macrocycles

(Figure 6d). In the simulations, sometimes larger rings than
cyclic hexamers are observed. An experimental example is

shown in Figure S8 in the Supporting Information. Further MC

simulations for two additional coverages are shown in the Sup-
porting Information, Figures S11 and S12.

Figure 7 compares the relative abundances (fractions) of the
four different main structural motifs, as defined in Figure 7a.
The color code in Figure 7a corresponds to the colors in the
bar graphs in Figures 7b–7g. The cis(syn) motif (red) is the
only motif that occurs in the cyclic hexamers, while it rarely

occurs in chains. All other motifs, that is, cis(anti), trans(R) and
trans(L), occur only in chains. Therefore, the abundance of the
cis(syn) (red), compared to the abundances of the other motifs,
is a good approximation for the ratio of rings versus chains.

The data in Figure 7 reveal that the transition from kinetic to
thermodynamic control leads to an increased formation of the

cis(syn) motif. At the lowest coverage (Figures 7b and 7e), this
change is very substantial, as the fraction of cis(syn) increases
from 0.32 to 0.98.

The coverage-dependent changes in the regime of thermo-
dynamic control (cf. Figures 7e–7g) reveal that the macrocy-

cles are less favored at higher coverages. The same trend was
observed experimentally (cf. Figure 3 f) and was explained

above by the different reaction orders for ring and chain for-
mation. The fact that the rather abstract MC model describes

these trends correctly indicates that the ring/chain ratio is

indeed largely controlled by fundamental principles, rather
than specific properties of our system. Complete quantitative

agreement for the abundances for the different structural
motifs in experiment and simulation cannot be expected, be-

cause the equilibrium is additionally influenced by factors ne-
glected in the MC simulations, especially molecular structure,

specific interaction with the surface, or intermolecular interac-

tions.
In the regime of kinetic control, similar coverage-dependent

trends are observed (Figures 7b–7d). With increasing coverage,
the fraction of the ring-related cis(syn) motif decreases. In con-

trast, the fractions of the other motifs increase, especially that
of the cis(anti) motif (orange), which occurs in straight chain

Figure 6. MC simulations with the model in Figure 5 for two different cover-
ages ((a), (b) 0.05, and (c), (d) 0.1) and two different temperatures. The tem-
peratures have a ratio of Thigh/Tlow=1.47, which is identical to the experimen-
tal ratio. (a), (c) Low temperature, non-equilibrium conditions, kinetic control.
(b), (d) High temperature, equilibrium conditions, thermodynamic control.
The arrows between (a) and (b) as well as (c) and (d) express that it is possi-
ble to shift the systems from the non-equilibrium to the equilibrium state
by increasing the temperature, whereas it is not possible to go the reverse
way by lowering the temperature.

Figure 7. Relative abundances (fractions) of the main structural linking
motifs defined in (a), obtained from the MC simulations for different cover-
ages and temperatures. The presented results are averages from 10 inde-
pendent systems. (b)–(d) Low temperature, kinetic control ; (e)–(g) high tem-
perature, thermodynamic control. The colors in the bar graphs correspond
to the color scheme defined in (a).
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segments. The same trend was observed in the experiment (cf.
Figure 2 and Figure 3 f).

Optimal reaction temperature for ring formation

Above, we have shown by experiment and simulation that the
ring yield under thermodynamic control depends on the cover-

age of azulene monomers. Now, we focus on the influence of

the temperature and determine, whether there is an optimal
temperature, at which the ring yield reaches its maximum. For

this aim, an intermediate coverage of 0.5 ML of DBAz was de-
posited on Cu(111) at 300 K. Thereafter, the sample was step-

wise annealed for 5 minutes, followed by rapid cooling to the
imaging temperature of 100 K (Figure 8).

Deposition of DBAz at 300 K leads to predominant chain for-

mation and a low ring yield (3%, Figure 8a), in agreement
with the result discussed above for kinetic control. Annealing

this sample to 350 K does not increase the ring yield (Fig-
ure 8b). Apparently, this temperature is still within the regime

of kinetic control. It requires annealing to 390 K to observe a
slight increase of the ring yield to 8% (Figure 8c). The maxi-

mum ring yield of 20% is obtained after annealing at 430 K

(Figure 8d). This value is slightly higher than that obtained
after annealing a different sample with the same coverage to

440 K (cf. Figure 3c, 17%). If the sample is annealed to 460 K
(Figure 8e and Figure S9 in the Supporting Information), the

trend is reversed and a decrease in the ring yield to 18% is ob-
served. Further annealing to 470 K (Figure 8 f) is accompanied

by the onset of desorption. As a result, the residual coverage is

reduced to 0.4 ML, while the ring yield remains at 18%. The
temperature dependence of the ring yield is summarized in

Figure 9a.

Monte Carlo simulations

The MC simulations (Figure 9b) showed that the yield of hex-
agonal rings has a maximum at an intermediate temperature,
in qualitative agreement with the experimental data. The exis-

tence of an optimal temperature for macrocycle formation can
be understood based on the principles introduced above: At
low temperatures, kinetic control favors chain formation at the
expense of ring formation. This explains the low ring yields in

the low-temperature range.
The decreasing ring yields at high temperatures, that is,

under thermodynamic control, require a thermodynamic argu-
ment based on the standard free enthalpy DG8=DH8�TDS8,
which determines the ring/chain equilibrium. (DH8 is the stan-

Figure 8. STM images of 0.5 ML DBAz on Cu(111) after deposition at 300 K and annealing (5 minutes) to the indicated temperatures, followed by rapid cooling
to 100 K for imaging. Tunneling parameters: (a) U=�3.63 V, I=�0.14 nA; (b) U=�3.63 V, I=�0.13 nA; (c) U=�3.63 V, I=�0.14 nA; (d) U=�3.63 V,
I=�0.10 nA; (e) U=�3.63 V, I=�0.11 nA; (f) U=�3.63 V, I=�0.25 nA.

Figure 9. (a) Yield of hexamer rings as a function of temperature, as derived
from the STM images in Figure 8. (b) Percentage of molecules contained in
hexamer rings in the MC simulations as a function of temperature (for a cov-
erage of 0.05). The green bars indicate temperatures at which on-surface dif-
fusion of the molecules is very slow. Bars marked in orange correspond to
high temperatures, at which competing processes such as desorption or
degradation are significant in experimental systems.
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dard enthalpy, DS8 is the standard entropy, and T is the tem-
perature.) The chains are entropically favored, because there

are more possible conformers for an n-membered chain com-
pared to an n-membered ring. Therefore, the rings must be en-

ergetically favored, because otherwise they would not exist at
all in equilibrium. The ring closure of a chain therefore has a

negative DH8 and a negative DS8. With increasing temperature,
the DH8 term remains approximately constant, whereas the

TDS8 term strongly increases and makes DG8 for the ring clo-

sure reaction more positive. Since DG8 is related to the equilib-
rium constant K† via DG8=�RTlnK†, a more positive DG8
means that the equilibrium is shifted towards the chains with
increasing temperature. In simpler terms, one can argue that

the ring closure is an exothermic reaction, for which the equi-
librium is shifted to the side of the reactant (i.e. , the chain)

with increasing temperature, according to the Le Ch�telier–

Braun principle. In conclusion, the optimum temperature for
ring formation is just high enough to reach the regime of ther-

modynamic control, but not higher, because this reduces the
ring yield.

Effective molarity

The concept of the effective molarity (EM) has been introduced

for homogeneous (i.e. , gas phase or solution) cyclization reac-
tions as a measure for the preference of the intramolecular

ring formation over the intermolecular chain growth.[48,49] To

our knowledge, this concept has not yet been applied to sur-
face reactions. For kinetic reaction control, the EM is defined as

the ratio of the rate constant for the intramolecular over that
for the intermolecular reaction kintra/kinter, whereas for thermo-

dynamic control it is the ratio of the corresponding equilibrium
constants Kintra/Kinter (cf. Scheme 1).[49]

For on-surface kinetic reaction control, it is not possible to

determine the rate constants by real-time STM monitoring, be-
cause the reactions are too fast compared to the temporal res-

olution of the STM experiment. However, the post-reaction
product composition can be analyzed with STM and be used

to obtain the EM as the ratio of the rate constants. For this, we

assume that each addition of a monomer unit to an existing
chain corresponds to the intermolecular reaction taking place

with the rate constant kinter, whereas each ring closure of an
open chain takes place with kintra. For instance, the effective

molarity for the cyclic hexamer EM6=kintra,6/kinter (where kintra,6 is
the rate constant for the cyclization of a hexamer chain) can

be calculated by dividing the number of cyclic hexamers
(which is proportional to kintra,6) by the total number of mono-

mers minus the number of rings and chains (to take into ac-
count that formation of an oligomer takes one addition reac-

tion less than the total number of monomers). The resulting
values for the kinetic EM6 are plotted as a function of the cov-

erage in Figure 10b; the corresponding data are listed in
Table S1 in the Supporting Information.

In the case of thermodynamic control, the determination of

the equilibrium constants is in principle also possible by STM-
based post-reaction product analysis. The equilibrium EM for a

cyclic i-mer is defined as EMi=Kintra,i/Kinter with the equilibrium
constant between an open chain Mi and the cyclic i-mer Ci ac-

cording to Kintra,i= [Ci]/[Mi] . Kinter is the equilibrium constant for
the intermolecular model reaction between monofunctional re-

actants.[50] In our case, this corresponds to the equilibrium con-

stants between chains of different lengths, as shown in
Scheme 1. While the concentration of cyclic hexamers can

easily be obtained from the STM images by counting, this is
not as trivial for the concentration of the corresponding hexa-

mer chains, because the chain lengths are more difficult to
measure. Furthermore, only a very small fraction of the chains

are hexamers. Thus, a reasonably accurate determination of

Kintra,i from our experiments is not possible. Additionally, the
value for Kinter cannot be obtained from the given experiments

but would have to be known from literature data.

Figure 10. (a) Scheme illustrating the preferred formation of a cyclic hexa-
mer C6 from six monomers M1 with two identical functionalities. (b) EM6

values as a function of the coverage under kinetic reaction control for the
four samples shown in Figure 2 and under thermodynamic reaction control
as a function of the coverage for the four samples shown in Figure 3.

Scheme 1. Reaction Scheme of the equilibrium between the open-chain i-
mers Mi (equilibrium constant Kinter) and the cyclic hexamer C6 (intramolecu-
lar equilibrium constant Kintra,6).
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However, we observe the strong preference of cyclic hexa-
mers over all other ring sizes. This preferential formation of

one ring size is known in solution chemistry as self-assembly
macrocyclization[51] (which is not to be confused with the self-

assembly on surfaces). As illustrated in Figure 10a, six mono-
mers M1 with two identical functionalities preferably form a
cyclic hexamer C6. The oligomerization proceeds successively
starting from a single monomer M1, which is in equilibrium to
chains of different lengths Mi with the intermolecular equilibri-
um constant Kinter (Scheme 1). Only one macrocycle, here the
hexamer C6, is strongly preferred so that it can be formed from
the open-chain hexamer M6 with the respective intramolecular
equilibrium constant Kintra,6. Under the assumption that Kinter is

independent of the chain length, the concentration of the
cyclic i-mer can be calculated by [Ci]=EMix

i, with x being the

fraction of reacted end groups in the acyclic fraction of the

product mixture.[50] This x can be determined by counting the
number of chains and taking into account the total number of

monomers (see Table S2 in the Supporting Information). The
resulting thermodynamic EM6 values are shown in Figure 10b.

Comparison reveals that the kinetic EM decreases with increas-
ing coverage, while the thermodynamic EM shows the oppo-

site trend. The coverage-dependence of the EM is unexpected

and requires interpretation. Both the kinetic and thermody-
namic EM are exclusively composed of constants and thus

should not depend on the coverage. Nevertheless, this behav-
ior can be understood on a qualitative level. The increase of

the thermodynamic EM towards higher coverages means that
macrocyclization is overly favored in the high-coverage range.

This can be explained by the formation of islands of the cyclic

hexamer (cf. Figure 3e). The hexamers inside these islands are
removed from the equilibrium, resulting in an additional equi-

librium shift towards the macrocycle side, according to the Le
Ch�telier–Braun principle. The beginning of this island forma-

tion can already be observed for the coverages of 0.3 and
0.5 ML (cf. Figure 3c,d). In the case of kinetic control, it must

be considered that the concentrations used here are very high

compared to typical reactions in solution. At the highest cover-
age of 1 ML, the reactants completely fill the available space.

For a reaction in the three-dimensional liquid phase, this
would be equivalent to the complete absence of a solvent.
Under these conditions, the mobility and flexibility of the reac-
tants is strongly reduced. As the coverage increases, the ends
of longer chains get increasingly immobile compared to mono-

mers, lowering the probability for ring closure relative to
that for the addition of monomers to existing chains. The ob-
served substantial deviations from the expected ideal behavior
show that the applicability of the EM concept to on-surface
chemistry is limited due to substrate and high-concentration
effects.

Conclusions

The ring/chain competition in on-surface organometallic oligo-
merization was studied in the regimes of kinetic and thermo-

dynamic reaction control using STM and MC simulations. At
room temperature, the oligomerization is kinetically controlled

and results mainly in the formation of the entropically favored
chains, which are formed with a higher statistical probability

and thus with higher rates, as was confirmed by MC simula-
tions. Rings prevail at higher temperatures, where the
oligomerization is thermodynamically controlled and thus the
energetically most stable product is preferentially formed. The
ring/chain ratio is coverage-dependent, with higher coverages
resulting in lower ring yields both in the experiment and the

simulations. This observation can be explained by the different
orders of the reactions competing in the dynamic equilibrium:
With increasing coverage, the rate of the second-order chain
growth increases faster than that of the first-order ring closure.
The ring/chain equilibrium is also temperature-dependent and
responds to increasing temperatures with lower ring yields, in
line with the exothermic nature of the ring formation. Hence,

there is a temperature optimum for the ring formation: It is

sufficiently high to reach the regime of thermodynamic con-
trol, but otherwise as low as possible. Differences to macrocy-

clization in solution, as revealed by effective molarity consider-
ations, are attributed to the 2D confinement, the preference of

certain adsorption sites, and the high concentrations typically
used in on-surface synthesis.

Experimental and Computational Details

The experiments were performed in an ultrahigh vacuum (UHV)
system (base pressure 2�10�10 mbar) equipped with a SPECS
Aarhus 150 variable-temperature STM, a SPECS Phoibos 150 elec-
tron energy analyzer, and a monochromatized Al Ka X-ray source
(SPECS XR 50M, FOCUS 500). STM images were obtained with an
electrochemically etched W tip at 100 K in constant current mode
and processed with WSxM 5.0 Develop 8.5.[52] All voltages refer to
the sample. Moderate filtering (Gaussian smooth, background sub-
traction) was applied for noise reduction. The Cu(111) single crystal
(purity 99.9999%, roughness <0.01 mm, orientation accuracy
<0.18, from MaTecK, Germany) was prepared by iterated sputter-
ing with Ar+ ions (1 keV, 12 mA, 30 min) and annealing (800 K,
10 min). Sample temperatures were measured with a thermocou-
ple directly mounted to the Cu(111) crystal. DBAz (purity >98.0%)
was purchased from TCI and deposited on the Cu(111) surface
using a custom-built low-temperature Knudsen cell evaporator
cooled to 195 K.

The simulations were performed on a rhombic fragment of the tri-
angular lattice with linear size L equal to 200 adsorption sites. To
eliminate edge effects, periodic boundary conditions in both direc-
tions were imposed. Intermolecular interactions were limited to
nearest-neighbor sites on the lattice. The conventional MC method
in the canonical ensemble with Metropolis sampling[46,47] was used
as follows. In the first step, N molecules were randomly distributed
on the surface and the temperature T was fixed. Next, a molecule
was picked up at random and its potential energy U0 was calculat-
ed by reckoning the interactions with neighboring molecules. Each
of these interactions contributed with e to U0. The selected mole-
cule was then moved to a new random position on the lattice and
rotated by a multiple of �60 degrees. If the insertion therein was
successful, the potential energy in the new position Un was ob-
tained using the same procedure as for U0 ; otherwise the simula-
tion started from the beginning. To accept the new configuration,
the probability factor p=min [1, exp(�DU/kT)] , where DU=Un�U0

and k is the Boltzmann factor, was calculated and compared with a
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randomly generated number r 2 (0,1). If r<p, the new configura-
tion was accepted, otherwise the molecule was left in the original
(old) position. The above sequence, which constitutes one MC
step, was repeated N � 106 times to obtain the snapshots and sta-
tistics. The average values reported herein were taken over ten in-
dependent system replicas using 1% of the final MC steps of each
simulation run. Energies and temperatures of our model are ex-
pressed in units of e and je j /k, respectively. The surface coverage
in the MC simulations was defined as the average number of mo-
lecular segments per lattice site, i.e. , 2NL�2. The simulations were
performed using 1000, 2000, 4000 and 8000 molecules, which cor-
responds to the MC surface coverages equal to 0.05, 0.1, 0.2 and
0.4, respectively. Note that the coverages in experiment and simu-
lation have no direct correspondence. Comparison is only mean-
ingful on a qualitative level (e.g. , low vs. high coverage). The tem-
peratures in the simulation have the same ratio (Thigh/Tlow) as in the
experiment, while the absolute temperatures cannot be compared,
because the temperature in the simulation is defined with respect
to the arbitrary basic energy unit e. Although we applied Metropo-
lis sampling, which is aimed at reproducing Boltzmann statistics,
i.e. , the equilibrium case, metastable states can be trapped by im-
mediate cooling directly after the first MC step. This procedure is
equivalent to kinetic reaction control in the experiment.

Supporting Information available: X-ray photoelectron spectra, ad-
ditional STM images, additional MC simulations, data for the effec-
tive molarity considerations.
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1. X-ray photoelectron spectra 

 

 

Figure S1. Normalized C 1s (left) and Br 3p (right) XP spectra for the three samples from 
Figure 2b-d of the main text. The C 1s spectra indicate the amount of deposited molecules, 
while the peak positions in the Br 3p spectra prove that scission of the C–Br bond is complete 
after deposition at 300 K. 
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2. Additional STM images  

 

Figure S2. Additional STM images of the sample shown in Figure 3b of the main text. The 

images show a mixture of rings and chains. Coverage: 0.3 ML, tunneling parameters: (a) U = -

1.10 V, I = -0.12 nA; (b) U = -1.10 V, I = -0.13 nA. 
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Figure S3. Series of STM images showing the zoom-in on an island of cyclic hexamers after 

annealing the sample shown in Figure 3c of the main text to 460 K. Coverage: 0.5 ML; tunneling 

parameters: (a) U = -1.03 V, I = -0.10 nA; (b) - (d) U = -1.03 V, I = -0.11 nA; (e) - (h) U = -

1.03 V, I = -0.12 nA.  
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Figure S4. STM image of a large island of cyclic hexamers from the sample shown in Figure 

3d,e of the main text. Coverage: 1.0 ML, tunneling parameters: U = -3.31 V, I = -0.18 nA. 

 

 

Figure S5. STM images showing mostly organometallic chains and some cyclic hexamers. Due 

to different tip states, (a) shows mainly the bridging Cu atoms, whereas (b) also shows the 

azulene building blocks. Coverage: (a) 0.3 ML, (b) 0.5 ML, tunneling parameters: (a) U = -2.67 

V, I = -0.24 nA; (b) U = -1.85 V, I = -0.10 nA. 
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Figure S6. STM images showing cyclic organometallic octamers along with hexamers. (a) Two 

octamers next to some hexamers. (b) Zoom-in of two octamers (left) and two hexamers (right) 

with the azulene building blocks visible. The images were taken after annealing the sample 

from Figure 3a of the main text to 470 K. Coverage: 0.1 ML, tunneling parameters: (a) U = -

1.40 V, I = -0.15 nA; (b) U = -0.37 V, I = -0.73 nA. 

 

 

Figure S7. Additional STM images of the sample from Figure 3a of the main text. Besides the 

high ring yield, no long chains are found. Coverage: 0.1 ML, tunneling parameters: (a) U = -

2.51 V, I = -0.15 nA; (b) U = -2.51 V, I = -0.19 nA. 
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Figure S8. Additional STM images showing a larger ring than a cyclic hexamer as observed in 

the MC simulations in Figure 6 of the main text. Panel (b) is a zoom-in image of panel (a). The 

sample is the same as in Figure 2b of the main text. Coverage: 0.3 ML, tunneling parameters: 

(a) U = -2.84 V, I = -0.14 nA; (b) U = -2.84 V, I = -0.15 nA. 

 

 

Figure S9. Additional STM images of the sample shown in Figure 8e of the main text. The 

images show a mixture of rings and chains. Coverage: 0.5 ML, tunneling parameters: (a) U = -

3.63 V, I = -0.21 nA; (b) U = -3.63 V, I = -0.10 nA. 
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3. Additional Monte Carlo simulations 

 

 

Figure S10. Yield of cyclic hexamers as a function of the coverage for two temperatures (grey, 

T = 0.068 and red, T = 0.1). The results are averages from 10 independent systems. 

 

The ring yield as a function of coverage for two different temperatures is shown in Figure S10. 

The grey bars represent the low-temperature conditions with kinetic control, whereas the red 

bars indicate the yields at high temperature and thermodynamic control. As expected on the 

basis of the data from Figure 7 of the main text, the ring yields decrease towards higher 

coverages in both cases, but the changes are more pronounced in the case of thermodynamic 

control. The trends are the same as in the corresponding experimental data (Figure 3f of the 

main text). 
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Figure S11. MC simulations for a coverage of 0.2 at two different temperatures with a ratio of 

Thigh/Tlow = 1.47, corresponding to the ratio of 440 K / 300 K = 1.47. (a) Low temperature, non-

equilibrium conditions, kinetic control. (b) High temperature, equilibrium conditions, 

thermodynamic control. 

 

 

Figure S12. MC simulations for a coverage of 0.4 at two different temperatures with a ratio of 

Thigh/Tlow = 1.47, corresponding to the ratio of 440 K / 300 K = 1.47. (a) Low temperature, non-

equilibrium conditions, kinetic control. (b) High temperature, equilibrium conditions, 

thermodynamic control. 
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4. Data needed to calculate the effective molarities 

 

Table S1. Number of cyclic hexamers C6, other macrocycles Cn, surface concentration of cyclic 

hexamers [C6], number of monomers M1, number of chains Mn, and effective molarity for the 

cyclic hexamer EM6 under kinetic reaction control for the samples shown in Figure 2 of the 

main text. 

Coverage / ML # C6 # Cn [C6] / nm-2 # M1 # Mn EM6 / nm-2 

0.1 3 2 0.0006 637 21 0.0295 

0.3 6 18 0.0012 2205 36 0.0169 

0.5 9 8 0.0018 3466 54 0.0162 

1.0 8 7 0.0016 7162 48 0.0069 

 

 

Table S2. Number of cyclic hexamers C6, other macrocycles Cn, surface concentration of cyclic 

hexamers [C6], number of monomers M1, number of chains Mn, fraction of reacted end groups 

in chains x, and effective molarity for the cyclic hexamer EM6 under thermodynamic reaction 

control for the samples shown in Figure 3 of the main text. 

Coverage / ML # C6 # Cn [C6] / nm-2 # M1 # Mn x EM6 / nm-2 

0.1 33 3 0.0033 255 3 0.908 0.0059 

0.3 145 21 0.0145 4032 254 0.915 0.0247 

0.5 237 17 0.0237 8187 184 0.972 0.0281 

1.0 726 34 0.0363 31897 1102 0.960 0.0465 
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5.1 Ring/Chain Competition in On-Surface Synthesis

P3 Electronic Structure Tunability by Periodic meta-Ligand
Spacing in One-Dimensional Organic Semiconductors

Citation: I. Piquero-Zulaica, A. Garcia-Lekue, L. Colazzo, C. K. Krug, M.
S. G. Mohammed, Z. M. Abd El-Fattah, J. M. Gottfried, D. G. de Oteyza,
J. E. Ortega, J. Lobo-Checa, ACS Nano 2018, 12 (10), 10537–10544, DOI
10.1021/acsnano.8b06536.

Summary

The study presented in this article aims at the exclusive formation of chains in
the surface-confined Ullmann coupling reaction, while a maximization of the ring
yield was the topic of P1 and P2. For this purpose the 4,4''-dibromo-1,1':3',1''-
terphenyl (DMTP) precursor is chosen, which can either form rings or chains.
The exclusive formation of chains is achieved by applying a vicinal surface as a
template. The perfect alignment of the chains with the steps of the substrate
allows to investigate their electronic structure with angle-resolved photoemission
spectroscopy (ARPES) as a space-averaging technique. The results are comple-
mented by scanning tunneling spectroscopy (STS) and theoretical studies.

In previous investigations it had been shown that the DMTP precursor can
form rings as well as chains and the maximization of the ring yield had already
been studied applying pseudo-high-dilution conditions. Here, a curved Ag(645)
single crystal is used as surface template. This crystal has equally-spaced (111)
terraces with different widths depending on its curvature. The terraces are
separated by kinked monoatomic steps running along the [1 1 2] direction. At a
position 3.6° off the (111) plane the terrace width is 3.8 nm on average. This
terrace width and the kinked steps, which can reconstruct in order to match
the zigzag structure of the chains, enable the exclusive formation of chains.
The chains are perfectly aligned in the direction of the step edges as shown
by scanning tunneling microscopy (STM) on a local and low-energy electron
diffraction (LEED) on a global scale with a commensurate ( 9 5

0 4 ) superstructure.
The very high structural quality allows the investigation of the band structure

with ARPES. The spectra reveal two weakly dispersive bands along the direction
of the zigzag chains (E vs. ky), which show a periodicity corresponding to the
size of the phenyl units. In the direction perpendicular to the chains (E vs. kx)
no dispersion is visible. The molecular origin of the observed bands and their
intensity in the ARPES measurements are confirmed by electron plane wave
expansion (EPWE) simulations. A comparison with poly-(para-phenylene) fur-
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5 Cumulative Part

thermore shows the strong influence of the meta junctions on the band structure
of the polymer. The band gap of the zigzag chains is determined to be 3.7 eV
by STS.

At last, the influence of the distance between the single meta junctions on
the band gap is investigated. For this purpose 4,4''-dibromo-1,1':4',1''-terphenyl
(DBTP) was co-deposited with DMTP to synthesize zigzag chains with longer
straight segments. The band gaps determined by STS show a decrease with
increasing length of the linear segment, in accordance with density functional
theory (DFT) calculations.

Own Contribution

The project leading to this publication was conceived by Dr. Ignacio Piquero-
Zulaica, Dr. Jorge Lobo-Checa, Prof. Dr. J. Enrique Ortega, and Prof. Dr. J.
Michael Gottfried. Preceding to the actual experiments discussed in the article
I performed preparative experiments with the combined STM and XPS setup
in the laboratory of the Gottfried group in Marburg (cf. Section 3.4.1) together
with Dr. Qitang Fan. The purpose of these was to find out whether already
known zigzag chains formed by DMTP could be aligned along the step edges
in order to be able to perform ARPES measurements. Afterwards, I instructed
Dr. Ignacio Piquero-Zulaica and Dr. Jorge Lobo-Checa in the laboratory of Prof.
Dr. J. Enrique Ortega in Donostia-San Sebastián, Spain (cf. Section 3.4.2) how
to prepare samples of DMTP zigzag chains with high yield and structural qual-
ity. We were able to achieve the desired result on vicinal surfaces. On these
samples we performed the first STM, LEED, and ARPES measurements and
after my stay in Donostia-San Sebastián was over Dr. Ignacio Piquero-Zulaica
and Dr. Jorge Lobo-Checa finished these experiments. Later on, the data were
complemented by low temperature (LT)-STM and STS experiments, DFT cal-
culations and EPWE simulations. I was closely involved in the data analysis and
writing of the manuscript at all times, which was mainly done by Dr. Ignacio
Piquero-Zulaica and Dr. Jorge Lobo-Checa. All co-authors contributed to the
final discussion of the manuscript.
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ABSTRACT: Designing molecular organic semiconductors with
distinct frontier orbitals is key for the development of devices
with desirable properties. Generating defined organic nanostruc-
tures with atomic precision can be accomplished by on-surface
synthesis. We use this “dry” chemistry to introduce topological
variations in a conjugated poly(para-phenylene) chain in the
form of meta-junctions. As evidenced by STM and LEED, we
produce a macroscopically ordered, monolayer thin zigzag chain
film on a vicinal silver crystal. These cross-conjugated nanostruc-
tures are expected to display altered electronic properties, which
are now unraveled by highly complementary experimental techniques (ARPES and STS) and theoretical calculations
(DFT and EPWE). We find that meta-junctions dominate the weakly dispersive band structure, while the band gap is
tunable by altering the linear segment’s length. These periodic topology effects induce significant loss of the electronic
coupling between neighboring linear segments leading to partial electron confinement in the form of weakly coupled
quantum dots. Such periodic quantum interference effects determine the overall semiconducting character and
functionality of the chains.
KEYWORDS: on-surface synthesis, cross-conjugated polymers, ultrathin organic films, vicinal surfaces, electronic structure,
electron confinement

Conjugated polymers in the form of molecular chains
are extensively used in industry as light emitting
materials, photocatalysts, solar cells and biosensors

due to their large and tunable band gaps.1−4 Control over their
electronic properties is accomplished through topological func-
tionalization of these π-conjugated oligophenylene chains, i.e.,
modification of their conductive pathways. In particular, changes
of conjugation (from linear to cross-conjugation) by precise
transitions from para- to meta-ligand substitutions5,6 weaken the
electronic communication between the repeating units of the

polymer.7 Such modifications have also been described as quan-
tum interference electron pathways,8−10 and bear predicted
effects such as scarcely dispersive bands,5 wider band gap,11

distinct optical properties,4 electronic switching capabilites12

and low conductance properties.8−10,13,14 However, periodic
meta-junction zigzag chains may also show enhanced charge
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mobility as compared to their poly(para-phenylene) counterparts,
reaching values comparable to those of amorphous silicon.15

Despite this wealth of industrially attractive properties of
cross-conjugated polymers, key fundamental information, such
as the predicted electronic structure, awaits experimental valida-
tion. Such deficiency of fundamental knowledge limits the
confidence in the existing predictions, according to which topology
is expected to affect the electronic properties of the polymer.
Several obstacles are responsible for the lack of the afore-
mentioned experimental confirmation: (i) the need of gen-
erating atomically identical chains exhibiting repeated para- to
meta-ligand substituted units, (ii) the synthesis of well-aligned
chains, to be probed by nonlocal, averaging spectroscopies,
(iii) the minimization of lateral interactions, prone to affect
their intrinsic band structure, and (iv) the right choice of a
support that sufficiently decouples the electronic signal from
the investigated oligophenylene chains.
To overcome such obstacles, solutions can be found within

the context of Surface Science. Particularly, the first prereq-
uisite for obtaining perfectly reproducible cross-conjugated
zigzag polymers can be accomplished by bottom-up on-surface

synthesis. Surface-assisted C−C coupling processes have been
recently applied to generate graphene nanoribbons (GNRs)
with different edge terminations and widths,16−21 and other
types of oligophenylene chains.22−25 Second, the chain align-
ment for nonlocal characterization can be achieved by the use
of nanotemplated substrates, such as vicinal surfaces.26−29

These special surfaces have been successfully used for the macro-
scopic alignment of carbon-based chains, a fundamental
requirement for angle resolved photoemission (ARPES) experi-
ments.23,24,30,31 With respect to the minimization of lateral inter-
chain coupling, this is an inherent feature of the Ullmann-type
surface reactions22 since the halogens are cleaved during the syn-
thesis positioning themselves between neighboring chains.23,24,32

These adatoms are reported to laterally decouple adjoining chains,
without affecting the polymer’s band structure, except for a mini-
mal rigid energy shift similar to doping effects.24,33 Finally, the
substrate plays a fundamental role as a catalyst of the Ullmann
reaction, making its choice crucial for a successful oligomer
coupling. Good candidates that present excellent yields, con-
trol and reproducibility are the closed packed surfaces of coin-
age metals, which are extensively used for Ullmann-type surface

Figure 1. Structural arrangement and ARPES electronic band structure of the zigzag chain film grown on a vicinal Ag(111) surface.
(a) Schematic representation of the DMTP precursor and the resulting zigzag covalent chain, showing its characteristic lengths: phenyl−
phenyl distance (a) and its projection along the chain’s average direction (a*), and polymer superperiodicity (L). (b) High resolution STM
image after chain synthesis on a vicinal plane ∼3.6° off from the (111) crystal position. The zigzag chains are separated by Br atoms and
preferentially follow the step parallel direction ([11−2]). (STM parameters: V = −394 mV, I = 234 pA, Tsample = 100 K). Inset shows the
LEED pattern after chain formation that exhibits single-domain, well-aligned arrangement. The superstructure spots are in registry with the
circled main spots (in red the (0,0) and in green the substrate’s first order diffractions), implying commensurability with the terrace atoms
(LEED parameters: Ekin = 49 eV, Tsample = 300 K). (c) ARPES experimental band structure of meta-junctioned cross-conjugated zigzag chains
parallel to the average direction of chains and steps (E vs ky with kx = 0.1 Å−1). (d) Experimental band structure perpendicular to the chain
average axis (E vs kx, with ky = 1.39 Å−1 indicated by green arrow in (c)). (e) Isoenergetic cut (kx vs ky) at the top of the valence molecular
band (E = −1.98 eV, marked by red arrow in (d)). The second derivative of the intensity is shown in a linear color scale (highest being
black). (ARPES parameters: hν = 21.2 eV, Tsample = 150 K).
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reactions. Among these, silver stands out as a promising sub-
strate, since it weakly interacts with the products while exhibit-
ing large adsorbate diffusion rates.34 Moreover, its d-bands are
furthest from the Fermi level (below −3 eV), allowing a wide
energy range for the study of the chain’s band structure (see
Figure S1 in the Supporting Information (SI)).
In this work, we have overcome all the aforementioned obsta-

cles and have generated an extended film of atomically precise
zigzag chains on a vicinal Ag(111) surface, as evidenced by
scanning tunneling microscopy (STM) and low energy
electron diffraction (LEED). The electronic band structure
of such films has been unraveled by means of ARPES and com-
plemented by scanning tunneling spectroscopy (STS) measure-
ments on Ag(111). In this way, we determine the experimental
energy gap and visualize the spatial distribution of the frontier
orbitals. Such wealth of experimental information has been
clarified and expanded by a comprehensive set of density func-
tional theory (DFT) calculations and electron plane wave
expansion (EPWE) simulations.

RESULTS AND DISCUSSION
We have produced a monolayer film of cross-conjugated zigzag
chains from the surface polymerization of the 4,4″-dibromo-
meta terphenyl (DMTP) molecular aromatic precursors via
C−C coupling (see Figure 1a and Methods section). The tem-
plate of choice is a vicinal Ag(111) crystal surface with linear,
monoatomic steps running parallel to the [11−2] direction29
that corresponds to the so-called fully kinked (100% kinked)
configuration of the step-edge. We used this particular sub-
strate since it provides a higher flexibility to reconstruct and
therefore accommodate the produced zigzag structures more
efficiently (cf. Methods section and Figure S1 in the SI). Indeed,
we can already disclose that we achieved an excellent film
featuring a high yield of well-ordered and aligned zigzag chains.
The formed zigzag chains appear practically planar on the

surface (Figure 1b) and are covalently bonded, displaying
the characteristic phenyl−phenyl distance of a ∼ 4.3 Å along
the straight segments and a superperiodicity of L ∼ 2.24 nm
between equivalent elbows.22,35 The unit cell of the chain
features two straight subunits made up of two phenyl rings (in
para-positions) linked to two edge rings acting as meta-junc-
tions (Figure 1a). Note that in the STM image these chains are
separated by spherical features attributed to Br atoms split off
from the precursor molecules at the initial step of the on-
surface reaction.36−43 The LEED pattern reveals that the
organic chains are aligned parallel to the steps and show long-
range order as they are commensurate with the underlying sub-
strate (Figures 1b and S2). Particularly, the main silver
diffraction spots (red and green circles) are surrounded by a
set of spots aligned along the average step direction yielding a
(9, 5; 0, 4) superstructure.
Our STM and LEED structural results contain the required

ingredients (atomic precision of the structure, defined align-
ment, long-range order and minimization of lateral interactions by
Br adatom presence) to expect the existence of a defined and
coherent electronic band structure from these chains. Figure 1c−e
shows the second derivative (to enhance the details) of the
ARPES spectral weight obtained from such a film saturating the
surface (raw data is shown in Figure S3 in the SI). The
resulting electronic structure in the direction parallel to the
average step direction and the main axis of the zigzag chains
(E vs ky with kx = 0.1 Å−1) exhibits weakly dispersive bands
between −1.8 and −3.5 eV, separated by an ∼0.6 eV gap

(cf. Figure 1c). None of these ARPES features are observable
on the pristine substrate (cf. Figure S1 in the SI). A closer
inspection reveals that each one of them consists of a pair of
antiphase oscillatory bands (Figures S3 and S4 in the SI). The
spectral intensity peaks around 2π/a*, where a* represents the
projected phenyl−phenyl distance along the average chain
direction (Figure 1a), assuring its molecular origin.44 The faint
replicas with 2π/L periodicity (vertical dashed blue lines) stem
from the zigzag chain superperiodicity L (Figure 1a), in
agreement with the STM data set.
The 1D nature of these zigzag chains is demonstrated by the

lack of dispersion perpendicular to the average chain axis.
Figure 1d shows a representative cut (E vs kx) across the center
of the sixth Brillouin zone (green arrow at ky = 1.39 Å−1 in
Figure 1c), where discrete flat bands can be observed. This
confirms that they stem from different molecular orbitals of the
zigzag polymer.45 The nondispersive character at the top of the
valence band (red arrow at −1.98 eV) can also be traced from
the isoenergetic cut (kx vs ky) shown in Figure 1e, where 1D
polymer bands replicate at each Brillouin zone center, gaining
intensity for the larger ky values. These photoemission intensity
modulations have been simulated with the EPWE method,46,47

which confirms that these features are neither affected by the
templating Ag surface nor by the presence of Br atoms inter-
calated between the chains (see Methods section and Figure S4
in the SI). Indeed, we experimentally find that the presence of Br
embedded in between the zigzag chains only causes a rigid shift
of the molecular band structure by 200 ± 50 meV to higher
energy, according to Figure S5 in the SI and in agreement with
previous work.24,33

Our ARPES results suggest that the zigzag chains are largely
decoupled from the metallic substrate since the observed
molecular bands do not show signs of hybridization with the
substrate in that energy window. Besides, the chains are semi-
conducting in nature with a band gap certainly larger than 2 eV,
since no other bands closer to the Fermi energy are observed in
the occupied region. The band structure strongly contrasts with
that of the poly(para-phenylene) (called PPP hereafter) chains,
which exhibits a single, highly dispersive molecular band across
the entire Brillouin zone23−25 (Figure S6 in the SI). Instead, it
closely resembles the one predicted for poly(meta-phenylene)
(called PMP hereafter) chains,5 implying that the presence of
meta-junctions strongly modifies the electronic structure of a
polymeric chain13 (cf. Figure S7 in the SI).
The weak interaction observed between the zigzag chain film

and the substrate is a favorable playground for a systematic
theoretical analysis. As a first approximation, we consider the poly-
mers as free-standing and planar. On this basis, we use DFT
calculations to corroborate the weakly dispersive band struc-
ture observed experimentally. The calculated electronic structure
shown in Figure 2a exhibits convincing qualitative agreement with
the experimental data. In particular, the dispersive character of
the first four valence bands (VBs) of the zigzag chain (between
−1 and −2.5 eV) is consistent with that in Figure 1c. The
energy mismatch can be attributed to the absence of a sub-
strate in the calculations, as well as to the well-known limit-
ation of DFT to accurately predict HOMO−LUMO gaps.
Note that the calculated bands span from the Γ̅ point to the
Brillouin zone boundary (π/L), which in the experiment
appears 12 times replicated until 2π/a*. For comparison, the
calculations are extended to straight PPP chains (Figure 2b)
which strongly differ in the electronic structure by exhibiting a
highly dispersive single VB in the same energy window.
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Moreover, the zigzag chain exhibits a greater band gap than its
straight counterpart, confirming the enhanced semiconductive
character of the former (see Figure S7 in the SI).
The experimental value of the frontier orbital band gap of

the zigzag chains can be obtained by low-temperature (4 K)
STS. For such measurements, we deposit a submonolayer cover-
age of DMTP molecules on Ag(111) so that small zigzag island
patches are formed on the surface while still allowing access to
the bare substrate for tip calibration and treatment (Figures 3
and S5). Figure 3a shows the dI/dV spectra at the center (red)
of a straight arm of a zigzag chain (see figure inset) and the Ag
substrate (gray). The VB onset is detected close to −2.1 V
(coinciding with the ARPES value in Figure 1d) while the
conduction band (CB) edge is around 1.6 V resulting in an
overall band gap of ∼3.7 V. Therefore, this value is larger than
the 3.2 V reported for PPP chains grown on Au(111)42 and
confirms the enhanced semiconducting character of the zigzag
chains.
DFT calculations can also shed light onto the effect that the

periodically spaced meta-junctions have on the overall elec-
tronic structure by comparing the spatially resolved molecular
orbitals at the Γ̅ point with the π molecular orbitals of benzene
(Figure 2c). In the PPP case (Figure 2b), VB and CB are
constructed by the overlap of Φ3 and Φ3* benzene molecular
orbitals, respectively. These orbitals present a large electronic
weight on the carbon atoms linking the phenyl rings (para-
positions), giving rise to highly dispersive valence and conduc-
tion bands. Likewise, the less dispersive character of the VB-1
and CB+1 bands can be attributed to the orbital set that

exhibits a nodal plane through the para carbon atoms (Φ2 and
Φ2* orbitals). Contrarily, for the zigzag chains (Figure 2a) the
VB and CB are a combination of two degenerate orbitals.7

In particular, the VB is made up of Φ3 (straight sections) and
Φ2 (elbows) orbitals, which is mirrored in the CB by Φ3*
(straight sections) and Φ2* (elbows). This orbital mixing, along
with the reduced orbital amplitude at the meta-positions and
expected phase shifts induced by momentum steering at the
elbows, results in a diminished orbital interaction (overlap)
that leads to a severe weakening of the electron coupling
between adjacent straight segments. Indeed, the flat band
character is also exhibited by the VB-1 and CB+1, even though
they mostly arise from a single type of benzene molecular orbital
coupling (Φ3 and Φ3*, respectively). This strong electronic effect
governed by the meta-junction is generally referred to as cross-
conjugation5,6 or destructive quantum interference.8−10,14

The reduced electronic coupling between neighboring linear
segments causes electron localization, an effect that can be
adequately addressed with STS. Figure 3b presents a color plot
representing stacked dI/dV point spectra measured along
a single straight segment (black dashed line in the inset of
Figure 3a). Aside from clearly visualizing an overall band gap of
3.7 eV, we observe confinement in the CB within such seg-
ments where the spatial modulations in the local density of
states (LDOS) are consistent with the first two stationary
states of a particle in a box. In particular, their amplitudes die
away at the edges of the linear segments (elbow positions of
the zigzag chains) but the lower state at 1.9 V features an
antinode at the segment’s center (the peak in the red spectrum
of Figure 3a), whereas the second state at 2.5 V oppositely
exhibits a node at that position. Such electron confinement
effects have also been observed in related structures, as in the
case of finite size PPP chains featuring a single elbow (in meta-
junction)13 or in closed-cycle geometries of honeycombenes.48

In essence, we can conclude that meta-junctions act as scatter-
ing barriers for the polymer electrons regardless of the overall
geometry, i.e., as closed structures48 or as edged (nonlinear)
chains.13

Once we have verified that each straight segment of our
zigzag chains acts as a confining unit, reminiscent of a 1D array
of weakly interacting Quantum Dots (QDs),49 it should be
possible to tune their electronic properties by modulating the
straight segment’s length. Varying the 1D QD length should affect
the energy levels as well as the corresponding frontier orbital band
gap. To do so, we coevaporated on Ag(111) linear precursors
(DBTP molecules24) together with the previously used ones to
generate the zigzag chains, as shown in Figure 1a. The
Ullmann coupling reaction is likewise activated by postanneal-
ing to 470 K, resulting in linear segments of phenyl length con-
figurations of N = 4 + 3n (with N being the total phenyl
number and n the amount of DBTP precursors embedded
in the straight segment). Figure 4b shows color plots of the
dI/dV linescan for N = 7 (bottom) and N = 10 (top) QDs,
which evidence the expected squared wave function intensity
variations in the CBs for the same energy range as Figure 3b.
Most importantly, by comparison to the dashed white lines
corresponding to the N = 4 segment, we observe that the band
gap shrinks as the size of the segment increases (dashed blue
lines). A quantitative analysis of the experimentally determined
band gap is shown in Figure 4c, revealing a 1/N behavior in
agreement with previous work for similar chains.13 Such
behavior matches our DFT calculations for planar, free-standing,
periodic zigzag chains of different straight segment length, which

Figure 2. Comparison of molecular orbital shape and band
structure between zigzag chains and straight PPP chains, as
obtained from DFT calculations. The right plots in (a) and (b)
show the calculated electronic band structure, where (a)
corresponds to the zigzag polymer and (b) to PPP. The highly
dispersive character of the PPP bands contrasts with the practically
flat bands of the zigzag chains, accompanied by a notable
difference in the frontier orbital band gap. Left panels in (a) and
(b) show the spatially resolved molecular orbitals at Γ̅ for each
band. In a simplistic view, they are constructed by overlapping
different benzene molecular orbitals, which are schematically
shown in (c).
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confirm not only that the band gap of the cross-conjugated
zigzag chains is larger than the one of its linear PPP counterpart,
but it is also tunable as 1/N (cf. Figures S7 and S8 in the SI).
Finally, we should discuss an additional property of this

system that may affect the frontier orbital band gap: the relative
twisting of the phenyl rings (nonplanar chain morphology).
Figure 3c shows high-resolution constant height dI/dV maps
close to the valence and conduction band onsets, namely, at
−2.1 and 1.9 eV, respectively. Both maps replicate well the
molecular orbital simulations of Figure 2a, which are calculated
for planar structures and are depicted below for direct com-
parison. While the slight discrepancies in nodal positions are
attributed to the CO probe functionalization,50 the intensity
variations are in turn ascribed to the twisting of the phenyl
rings.42 The phenyl twisting is confirmed from constant height
bond resolution imaging with a CO functionalized tip,51 on
which we find subtle intensity modulations on the external
parts of the phenyl rings (see Figure S9 in the SI) indicative of
such phenyl twisting. This is in agreement with previous work
that found ∼20° phenyl twisting on PPP chains with respect to
the surface plane.24 To determine the effect of the twisting on
the frontier orbital band gap, we have performed DFT calcu-
lations for free-standing zigzag chains and obtained an energy
minimum close to 30° phenyl twisting of the zigzag chain.
However, the calculations show that the electronic band gap is
scarcely increased compared to the planar configuration. Given
that the underlying substrate is known to decrease the phenyl
twisting by flattening the chains, we expect this effect to be
smaller than ∼200 meV (cf. Figure S10 in the SI), validating
the use of free-standing, planar configuration geometries in the
DFT calculations that support our findings.

CONCLUSIONS

We have been able to synthesize and macroscopically align a
saturated film of cross-conjugated oligophenylene zigzag chains
on a vicinal Ag(111) surface. We find that these atomically
precise chains remain sufficiently decoupled from each other
and from the substrate to probe their elusive band structure
with ARPES, revealing weakly dispersing one-dimensional
electronic bands along the chain direction. DFT band structure
calculations and EPWE photoemission intensity simulations
satisfactorily reproduce our experimental findings. By means of
STS, we find that the zigzag chain has a larger frontier orbital
band gap than its straight counterpart (PPP) and observe
electronic confinement in each straight segment of the zigzag
chains, reminiscent of 1D arrays of weakly interacting QDs.
Such states can be tuned by changing the length of the straight
segments, affecting the frontier orbital band gap, which follows
a 1/N dependency. Indeed, our molecular orbital simulations
confirm that the periodically spaced meta-junctions at the
elbows of the zigzag chain are the main structural feature
responsible for the reduction of electronic coupling between
adjacent linear segments. These findings corroborate the impor-
tant effects that the conductive path topology of a molecular
wire has on its frontier orbitals, which are responsible for defin-
ing its chemical, optical and electronic properties. Recent
advances in transfer techniques ensure that on-surface synthe-
sized and well-aligned organic nanostructures can be collec-
tively transferred onto insulating substrates maintaining their
relative arrangement,52−54 which opens the path to further
study the transport and optical properties of these cross-
conjugated oligophenylene zigzag chains.

Figure 3. STS experimental determination of the zigzag chain’s frontier orbitals on Ag(111). (a) Constant-height dI/dV spectra acquired at
the center of a zigzag straight arm (red point in STM image inset) and substrate (gray) (STM imaging parameters: 50 mV, 100 pA; frame:
3.6 × 2.5 nm2). (b) Constant-height dI/dV linescan spectra along the zigzag arm (indicated by a dotted line in the STM topography inset)
for the same bias range of panel (a). The onsets of the VB and CB are clearly defined (vertical dashed white lines), yielding a band gap of
∼3.7 eV (STS bias voltage modulation for (a) and (b): 10 mVrms at 341 Hz. Close-feedback parameters: −350 mV, 150 pA and 1200 mV,
100 pA for the negative and positive resonances regions, respectively). (c) From top to bottom: ball and stick model of the zigzag chain.
High-resolution dI/dV maps acquired at constant-height with a CO functionalized STM tip at 1.9 and −2.1 V, i.e., close to the CB and VB
onsets (frames: 3.0 × 1.5 nm2; bias voltage modulation 10 mVrms at 341 Hz). Underneath each map, the corresponding DFT gas phase
molecular frontier orbitals are shown for comparison.
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METHODS
A silver crystal surface curved around the (645) direction was used as
tunable vicinal substrate for chain formation and alignment.29 This
curved sample exhibits (111) terraces of variable size (position
dependent on its curvature) separated by monoatomic steps oriented
along the [11−2] direction. The steps are of fully kinked type, in
which out-protruding atoms have no side neighbors (Figure S1 in the
SI). Notably, periodic roughening of such step-edges bears negligible
energy cost, and hence can readily accommodate to the zigzag
structure of the chains.29 The saturated zigzag film that presents best
order was observed at the vicinal plane ∼ 3.6° from the (111) region,
corresponding to an average terrace size of 3.8 nm. The ARPES data
shown in Figures 1, S1, S3, S4, and S6 corresponds to this position of
the substrate. The sample was cleaned by repeated cycles of Ar+

sputtering at energies of 1.0 keV, followed by annealing at 700 K. This
produced clean and well-ordered surface step arrays as verified by the
splitting of the LEED spots along the surface curvature.
The meta-junctioned haloaromatic compound, DMTP, was sub-

limated from a Knudsen cell at 360 K at a low flux (1 ML/hour) while
the sample was held at 470 K.22,48,55 Covalently bonded zigzag chains
appeared separated by Br adatoms, suggesting some influence from
the latter in steering chain growth and alignment. The step flexibility
promoted the chain formation while keeping other irregular structures
or hyperbenzene macrocycles to a minimum.41 The structures
remained densely packed up to high temperatures (∼600 K), beyond
which halogen desorption starts, accompanied by chain misalign-
ment.18,56

ARPES measurements were performed with a lab-based exper-
imental setup using a display-type hemispherical electron analyzer
(SPECS Phoibos 150, energy/angle resolution of 40 meV/0.1°)

combined with a monochromatized Helium I (hν = 21.2 eV) source.
Measurements were acquired with the sample at 150 K by moving the
polar angle, which is set to be parallel to the average step direction.

The STM measurements on the curved Ag(111) crystal were
carried out at 100 K using a variable temperature Omicron STM
instrument with a Nanonis SPM control system. The bias voltages given
in the paper refer to a grounded tip. STM data were acquired in
constant current mode and were processed with the WSxM software.57

LT-STM/STS measurements were performed with a commercial
Scienta-Omicron low temperature system, operating in ultrahigh
vacuum (UHV) at 4.3 K. For the measurement, the bias voltage was
applied to the tip while the sample was electronically grounded. The
STM tip was prepared ex situ by clipping a Pt/Ir wire (0.25 mm) and
sharpened in situ by repeatedly indenting the tip a few nanometers
(1−4 nm) into the Ag surface while applying bias voltages from 2 to
4 V between tip and sample. In order to perform bond-resolved STM
imaging, the tip apex was terminated with a CO molecule, directly
picked up from the surface, by positioning the sharp metal tip on top
of it and applying a 500 ms bias pulse at −2 V. The imaging was
performed by measuring at constant height while applying a bias
voltage to the tip within the range of 2.0 and 3.5 mV. For spectro-
scopic point spectra and conductance maps, the dI/dV signals were
measured by a digital lock-in amplifier (Nanonis). STM images were
analyzed by using the WSxM software.57

Ab initio calculations were carried out using density functional
theory, as implemented in the SIESTA code.58 The optB88-vdW func-
tional,59 which accounts for nonlocal corrections, was adopted for the
exchange and correlation potential. For each organic nanostructure,
we considered a supercell consisting of a chain infinite along the x axis,
with vacuum gaps of 15 Å in y and z directions in order to avoid
interactions between chains in adjacent cells. A Monkhorst−Pack
k-point grid with 20 × 1 × 1 k-points was used for the Brillouin zone
sampling and the mesh cutoff for real space integrations was set to
300 Ry. We employed a double-ξ plus polarization (DZP) basis
set, and a mesh-cutoff of 300 Ry for the real-space integrations.
All structures were fully relaxed until residual forces were less than
0.01 eV/Å.

The electron plane wave expansion method, which was recently used
to describe the electronic properties of graphene nanostructures,47 is
employed to simulate ARPES data. Within the EPWE approach, the
photoemission intensity for a given binding energy and photoelectron
wave vector is obtained from Fermi’s golden rule applied to the in-plane
wave function (an initial state) and a normalized plane wave (a final
state) for the parallel component of the photoelectron wave function, as
detailed in ref. 47. In this semiempirical method, zigzag chains are
considered free-standing and planar, which implies that the simulated
bands are substrate independent and free of Br interactions.
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Figure 4. Tuning the electronic confined states through the linear
segment’s length (QD size). (a) Schematic representation of the
coevaporated molecular precursors (DMTP and DBTP) that
generate longer straight segments between the meta-coordinating
phenyls. The STM image shows two longer linear segments of
7 and 10 phenyl rings between elbows (Imaging parameters:
50 mV, 100 pA; frame: 4.5 × 2.3 nm2). (b) Constant-height dI/dV
line profiles close to the VB and CB onsets along the two segments
following the dashed lines in (a). The intensity modulation of the
CB confirms the confinement nature of the meta-junction
termination. Furthermore, the frontier orbital band gap (vertical
dashed blue lines) is reduced compared to the N = 4 case, which is
indicated by the two vertical dashed white lines. (STS parameters:
bias voltage modulation of 10 mVrms at 341 Hz; close-feedback at
−350 mV, 150 pA and 1200 mV, 120 pA for the negative and
positive resonances regions, respectively). (c) Experimental band
gap extracted from the STS line profiles revealing a 1/N behavior
(compare to Figure S8 in the SI).
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(11) Limacher, P. A.; Lüthi, H. P. Cross-Conjugation. Wiley
Interdiscip. Rev. Comput. Mol. Sci. 2011, 1, 477−486.
(12) Thompson, A. L.; Ahn, T.-S.; Thomas, K. R. J.; Thayumanavan,
S.; Martínez, T. J.; Bardeen, C. J. Using Meta Conjugation To
Enhance Charge Separation versus Charge Recombination in
Phenylacetylene Donor-Bridge-Acceptor Complexes. J. Am. Chem.
Soc. 2005, 127, 16348−16349.
(13) Wang, S.; Wang, W.; Lin, N. Resolving Band-Structure
Evolution and Defect-Induced States of Single Conjugated Oligomers
by Scanning Tunneling Microscopy and Tight-Binding Calculations.
Phys. Rev. Lett. 2011, 106, 206803.
(14) Tada, T.; Yoshizawa, K. Molecular Design of Electron
Transport with Orbital Rule: Toward Conductance-Decay Free
Molecular Junctions. Phys. Chem. Chem. Phys. 2015, 17, 32099−
32110.
(15) Terao, J.; Wadahama, A.; Matono, A.; Tada, T.; Watanabe, S.;
Seki, S.; Fujihara, T.; Tsuji, Y. Design Principle for Increasing Charge
Mobility of π-Conjugated Polymers Using Regularly Localized
Molecular Orbitals. Nat. Commun. 2013, 4, 1691.
(16) Cai, J.; Ruffieux, P.; Jaafar, R.; Bieri, M.; Braun, T.;
Blankenburg, S.; Muoth, M.; Seitsonen, A. P.; Saleh, M.; Feng, X.;
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1. Growth Details and Zigzag Chain Alignment on a Ag(111) Curved Vicinal Crystal. 
2. ARPES Band Structure and Photoemission Intensity Simulations Using the 

Electron Plane Wave Expansion (EPWE) Method. 
3. Br Effect on the Electronic Structure of Zigzag Chains Studied by STM/STS. 
4. ARPES Band Structure Comparison of Zigzag Chains vs Poly(para-Phenylene) 

(PPP) Chains. 
5. Band Structure Variations with Straight Segment's Length of the Zigzag Chains 

from DFT Calculations.  
6. Phenyl Twisting Considerations of Zigzag Chains by STM/STS and DFT. 
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I. Growth Details and Zigzag Chain Alignment on a Ag(111) Curved 
Vicinal Crystal 
 

We have used a curved vicinal Ag(111) crystal1 featuring 100% kinked steps running along 
the [11-2] direction (Fig. S1a, b). These steps promote the long-range zigzag chain 
ordering, an essential requirement to obtain properly defined band structures. The 
substrate's band structure has the d-bands' onset below -3 eV, which provides a large 
energy window for the zigzag chain bands undisrupted observation (Fig. S1c, d). 

Zigzag chains grow into a long-range ordered polymer film parallel to the steps at the 
sample position of ~3.6º off from the (111) region, yielding a (9, 5; 0, 4) matrix 
superstructure in LEED (Figure S2 (a-c)). However, in the (111) region, the chains 
condense into multidomains, as extracted from STM topography images and 
macroscopically by LEED (Figure S2 (d-f)). 

 

Figure S1│ Atomic and macroscopic geometry of the 100% kinked curved Ag(111) 
crystal and its electronic structure ~3.6° off the (111) plane. (a) Schematic drawing 
highlighting the three step types present on close-packed vicinal surfaces. In our case, the 
step termination corresponds to the one ending in the green spheres (100% kinked) that 
runs along the [11-2] direction. (b) Schematic drawing of the curved Ag(111) substrate. 
The crystal was polished so that the (111) region is away from the center of the crystal by 
9.27°. Zigzag chain films showed best alignment at the position with a local vicinal plane of 
~3.6° off from the (111) region, where kinked steps are 3.8 nm separated in average from 
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each other. (c) The ARPES band structure (E vs ky) at kx = 0.1 Å-1 corresponds to the 
direction parallel to the [11-2]. The characteristic silver d-bands exist below -3 eV and the 
sp-band shows a large dispersive character as it raises and crosses the Fermi level 
(highlighted by a side dashed purple line). (d) Fermi Surface Map (kx vs ky at E = 0), 
exhibiting the characteristic Shockley state (surface state) close to the  point and the 
dispersive dominant sp-bulk bands closer to the  point. 

 

 

Figure S2 │Uniaxial zigzag chain ordering vs multi-domain structures determined by 
LEED and STM. Experimental LEED patterns of the silver substrate before (a) and after 
(b) the formation of the zigzag chain film at the ~3.6° position off from the (111). This 
pattern agrees with a (9, 5; 0, 4) matrix, which corresponds to an elbow-elbow distance of 
9 atomic spacings of the Ag substrate. (c) Corresponding STM image showing 
macroscopic preferential uniaxial alignment of the zigzag chains parallel to the step 
direction (STM parameters: size = 50 x 50 nm2, V = -393.7 mV; I = 234 pA). Panels (d) 
and (e) show respectively the LEED patterns of the pristine silver substrate before and 
after forming zigzag chains at the (111) region. At this position, a hexagonal pattern 
around the (0,0) spot is observed which evidences that the chains primarily follow three 
main directions. This is accordingly observed in the corresponding STM image in (f), 
where 120° rotated patches co-exist as highlighted in green, yellow and purple. (STM 
parameters: size = 35 x 35 nm2, V = 425.2 mV; I = 254 pA).  
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II. ARPES Band Structure and Photoemission Intensity Simulations 
Using the Electron Plane Wave Expansion (EPWE) Method 
 

The ARPES band structure for the zigzag chains presented in Fig.1 of the main 
manuscript, corresponds to the second derivative treatment of the photoemission intensity. 
Such data treatment is used to enhance weak photoemission features. For completeness, 
the raw data is included in Fig. S3. 

To capture the photoemission intensity modulations observed in ARPES, we perform 
photoemission intensity simulations using the EPWE method3. These simulations 
(excluding the substrate and Br atoms presence) match the experimental data in Fig. S4 
and support the argument of the scarce effects that the underlying Ag substrate and Br 
atoms have on the electronic properties of the zigzag chains. 

 

Figure S3 │Raw data comparison to the 2nd derivative treatment for the electronic 
band structure of zigzag chains at the vicinal plane ~3.6° off the (111) region. The 
ARPES spectral intensity raw data is shown on the top row and the 2nd derivative in the 
bottom row. (a) ARPES band maps (E vs ky) for kx = 0.1 Å-1. (b)  Band structure 
perpendicular to the chains average axis (E vs kx with ky = 1.39 Å-1). (c) Isoenergetic cut 
(kx vs ky) at the top of the VB (E = -1.98 eV). The photoemission intensity presented in (a) 
has been obtained by following the direction highlighted by the vertical black line. The 
band structure perpendicular to the main zigzag chain axis shown in (b) is shown as a 
horizontal green line. (d) The kx integrated ARPES spectral intensity is shown to better 
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capture all the replicating bands, which follow the periodicity of the zigzag chain unit cell 
(2π/L) marked with vertical dashed blue lines. 

 

Figure S4 │Experimental ARPES data comparison to EPWE photoemission intensity 
simulations. The top row (a, b) shows the 2nd derivative of the ARPES and EPWE 
isoenergetic cuts (kx vs ky) performed at the top of the VB (E=-1.98 eV in ARPES). The 
middle row (c-e) corresponds to the 2nd derivative of the experimental ARPES spectral 
intensities (E vs ky) at different kx values (indicated as dashed lines in (a)). The bottom row 
(f-h) shows the equivalent photoemission intensity simulations performed with the EPWE 
code. Their match is exceptional, supporting the idea of weak electronic interactions 
between the zigzag chains with the substrate and surrounding Br atoms.  
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III. Br Effect on the Electronic Structure of Zigzag Chains Studied by 
STM/STS 

After the Ullmann coupling reaction takes place, zigzag chains condense into islands. The 
cleaved Br atoms accumulate between the chains (Fig.1 in the main manuscript and Fig. 
S5). These observations have been already reported for zigzag chains grown on Cu(111), 
hyperbenzene and honeycombene closed rings on Ag(111) and other covalent 
nanostructures such as PPP chains4,5,6,7. The Br atoms remain on the Ag(111) up to ~600 
K and can likely stabilize the long-range ordered zigzag structures observed in the present 
work. According to Merino and co-workers7 the desorption of Br atoms intercalated in 
between the chains produces a lowering of the work function and a shift of the electronic 
states to higher binding energies without affecting their effective mass. We obtain similar 
results when we compare dI/dV spectra of tip manipulated isolated chains with island 
condensed ones (Fig. S5). In particular, we observe a rigid shift of the frontier orbitals to 
higher energies by 200 ± 50 mV, implying that the N=4 zigzag chain energy gap (~3.7 eV) 
is unchanged. This evidences the limited effect of the halogen atoms on the electronic 
properties of the polymers. 

 

Figure S5 │Effect of Br adatoms on the electronic structure of isolated and 
condensed chains. (a) STM image of a Br stabilized zigzag chain island (condensed 
chains) and an isolated, Br-free zigzag chain obtained via tip manipulation (Imaging 
parameters: 50 mV, 100 pA; frame: 15 x 15 nm2). (b) Corresponding constant-height dI/dV 
spectra for the VB and CB at selected positions. The presence of Br rigidly shifts the VB 
and CB onsets by 200 ± 50 mV to higher energies (STS parameters: Bias voltage 
modulation of 10 mVrms at 341 Hz. Close-feedback parameters: -350 mV, 150 pA and 1200 
mV, 100 pA for the negative and positive resonances regions, respectively).    

  

104



P3

IV. ARPES Band Structure Comparison of Zigzag Chains vs Poly-(Para-
Phenylene) (PPP) Chains. 

The occupied experimental band structure of the zigzag chains is compared to the straight 
PPP chains in Figure S6. The PPP polymer film has likewise been grown using a vicinal 
Ag substrate with (544) orientation and featuring an average terrace width of 2.4 nm 
terminated by straight steps rotated 30º from the fully kinked curved Ag(111) (see Figure 
S1). Indeed, the step direction of Ag(544) follows the [1-10] direction and the terraces are 
slightly smaller than the one used for the zigzag, but can still host in average 3-4 parallel 
chains. The difference in the electronic nature between both chain types is evident from 
the dataset and closely follows the DFT calculations reported in Fig. 2 of the main text. 

 

Figure S6 │N=4 zigzag chain ARPES band structure comparison with that of PPP 
chains. Schematic representations of the N=4 zigzag chains (a) and the poly(para-
phenylene) (PPP) chains (c). (b) and (d) show in the same row their respective raw (left) 
and second derivative (right) of the kx integrated ARPES spectral intensity (E vs ky) along 
the chain axis. These plots follow the periodicity of the chain unit cells (2π/L) marked with 
vertical dashed blue lines. For the PPP polymer film the substrate used is a Ag(544) vicinal 
crystal (see text for details). 
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V. Band Structure Variations with Straight Segment's Length of the 
Zigzag Chains from DFT Calculations  

To further investigate the evolution of the frontier orbital bandgap and electronic structure 
with the straight segment’s length, we perform additional DFT calculations.  As indicated in 
the main manuscript and depicted in Figure S7, zigzag chains with N=4 bear a closer 
resemblance to poly(meta-phenylene) (PMP) rather than to the straight, highly dispersive 
polymer poly(para-phenylene) (PPP) counterpart. Moreover, a gradual reduction of the 
electronic bandgap of the frontier orbitals is already observed (PMP > zigzag N= 4 > 
zigzag N= 7 > PPP) as the straight segments are enlarged. Such an evolution is clearly 
shown in Fig. S8 for a varying number of phenyl rings from 4 up to 11 in a planar, free-
standing configuration. In agreement with previous work9, we find that the band gap 
shrinks linearly as 1/N as the size of the straight segment is increased. This also agrees 
with our experimental results of Fig. 4c of the main manuscript, which are represented on 
the right axis of the graph. This evidences that while the electronic band dispersion is 
governed by the periodically spaced meta-junctions, the bandgap varies with the size of 
the straight segments. 

 

Figure S7 │Band structure comparison between PMP, zigzag and PPP chains, as 
obtained by DFT calculations. The highly dispersive band structure of PPP chains (on 
the right) clearly shows a different behavior to the other three cases. These plots show a 
progressive reduction of the electronic bandgap as the meta-junctions (elbows) are 
separated further. We attribute this to the cross-conjugated nature of the polymers hosting 
periodically spaced meta-junctions.  

106



P3

 

Figure S8 │ Evolution of the zigzag chain frontier orbital bandgap with increasing 
number of phenyl rings at the straight segments. Both DFT (theory) and STS 
(experimental) show a clear 1/N dependency of the bandgap with increasing number of 
phenyl rings inside the straight segments.  

 

VI. Phenyl Twisting Considerations of Zigzag Chains by STM/STS and DFT 

Finally, it is worth considering the electronic effects that phenyl-phenyl twisting has on the 
on-surface zigzag chains. In order to reveal whether such morphological effects are 
present, we acquired constant height STM images with bond resolution on condensed 
zigzag chains (surrounded by Br atoms) that are compared with an isolated chain obtained 
after tip manipulation (Fig. S9). Both types of 1D structures show some very weak intensity 
variations at the phenyl rings, which suggest that there are slight twists in the 
configurations. This would agree with the observations for poly(para-phenylene) PPP 
chains where a phenyl twisting of 20 ± 5 degrees was observed with respect to the planar 
configuration8. Indeed, the surrounding morphological conditions are determinant, since 
the twisting is different when the zigzag chains are condensed into islands (asymmetric 
arms) or are isolated (symmetric twisting of consecutive arms). Such subtle variations 
could be caused by the hindrance of Br or by a different matching to the underlying 
substrate. 
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Figure S9 │Phenyl-phenyl twisting of condensed and isolated zigzag chains. Bond-
resolution STM images (current signal, post-processed with a Laplace filter) acquired at 
constant height with a CO-functionalized STM tip (frames: 3.0 x 1.5 nm2, Vtip = 2 mV) of 
zigzag chains condensed within an island (a) and an isolated chain obtained by tip 
manipulation (c). These images suggest a slight phenyl twisting, which for the condensed 
chain is asymmetric with respect to the central meta-junction of both straight segments 
(left ascending and right descending), as shown in (b), whereas it is symmetric with 
respect to the central meta-junction for both straight arms for the isolated chain, as shown 
in (d).    

 

The effect that the phenyl twisting has on the electronic structure can be clarified by DFT 
calculations. We focus on the N=4 zigzag chain and we consider three phenyl twisting 
configurations: a single phenyl twisting, twisting of two phenyls with the same orientation, 
and twisting of two phenyls with opposite orientation (see Fig. S10). As shown in Fig. 
S10d, in all three cases the energy minimum is found for twisting angles of approximately 
20 to 35 degrees with respect to the planar configuration. However, according to the 
results in Figure S10e, such deviations from planarity would only induce a slight increase 
(by about 7%) of the frontier orbital bandgap. Upon adsorption on the substrate, the 
polymers are known to flatten (phenyl twist of approx. 20 degrees or less), resulting in 
even smaller variations of the bandgap.  
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Figure S10 │Influence of phenyl-phenyl twisting on the stability of the zigzag chains 
and their electronic bandgap. Three different phenyl twisting configurations have been 
considered: two-phenyl twist (opposite orientation) (a), two-phenyl twist (same orientation) 
(b) and single phenyl twist (c). (d) Energy of the three twisting configurations with respect 
to the fully planar configuration (zero energy). (e) Evolution of the electronic bandgap with 
respect to the phenyl rotation angle, for the three different configurations. 
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5.1 Ring/Chain Competition in On-Surface Synthesis

P4 Nanoribbons with Nonalternant Topology from Fusion
of Polyazulene: Carbon Allotropes Beyond Graphene

Citation: Q. Fan∗, D. Martin-Jimenez∗, D. Ebeling, C. K. Krug, L. Brechmann,
C. Kohlmeyer, G. Hilt, W. Hieringer, A. Schirmeisen, J. M. Gottfried, J. Am.
Chem. Soc. 2019, 141 (44), 17713–17720, DOI 10.1021/jacs.9b08060.

Summary

The goal of this study is to synthesize long covalent oligomeric chains from
the 2,6-dibromoazulene (2,6-DBAz) precursor on Au(111). Furthermore, these
chains shall be fused by dehydrogenative coupling to yield graphene nanoribbons
(GNRs) with non-alternant topology. The structures formed are unraveled by
scanning tunneling microscopy (STM) and non-contact atomic force microscopy
(nc-AFM), accompanied by density functional theory (DFT) calculations.

The substitution pattern of the 2,6-DBAz precursor compared with its struc-
tural isomer 1,3-dibromoazulene (DBAz, cf. P1 and P2) is chosen in a way that
only chains can be formed as products of the surface-confined Ullmann cou-
pling reaction. However, the connection pattern of the single monomer units
cannot be predicted. STM images prove that indeed long oligomeric chains are
formed if 2,6-DBAz on the Au(111) surface is annealed to 690 K for 20 min. The
STM images show some bright protrusions in the chains, which are attributed
to the connection of two seven-membered rings, since here the steric hindrance
is largest and forces the molecular backbone to rotate out of the surface plane.
nc-AFM images with a CO-functionalized tip and submolecular resolution prove
this hypothesis and furthermore elucidate the complete connection pattern of
the chains. No preferred connection motif is found, i.e., connections between
two seven-membered rings are found as well as connections between two five-
membered rings and connections between five- and seven-membered rings.

Annealing the oligomer chains on Au(111) to 730 K for 30 min induces the
fusion of neighboring chains by dehydrogenative coupling. Depending on the
chain connectivity different GNRs with non-alternant topologies can be formed.
nc-AFM images with submolecular resolution show that these can be considered
as nanoribbons of the two non-alternant carbon allotropes phagraphene and
tetra-penta-hepta-graphene, which were theoretically predicted but had not been
synthesized before. The electronic structure of these nanoribbons is investigated
with DFT, suggesting lower band gaps than in their alternant counterparts.

∗Q.F. and D.M.-J. contributed equally.
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5 Cumulative Part

Own Contribution

The project leading to this publication investigating the reactions of 2,6-DBAz on
Au(111) is based on the preceding investigations of the structural isomer DBAz
(cf. P1 and P2). Since the strong steric hindrance between the H atoms at the 1-
and 3-positions of DBAz made a covalent coupling between the monomers in the
surface-confined Ullmann coupling impossible another substitution pattern of the
interesting azulene molecule (cf. P8) seemed promising to synthesize polyazulene
species on a surface. Thus, 2,6-DBAz was synthesized by Lea Brechmann and
Corinna Kohlmeyer under the supervision of Prof. Dr. Gerhard Hilt at the Carl
von Ossietzky University Oldenburg. The first experiments of 2,6-DBAz on the
Au(111) surface were performed by Dr. Qitang Fan and me at the combined
STM and XPS setup in the laboratory of the Gottfried group in Marburg (cf.
Section 3.4.1). The 2,6-DBAz molecules were deposited using the line-of-sight
evaporator developed and built by me (cf. Section 4.3). After the first very
promising results it became apparent that these STM experiments needed to be
complemented by nc-AFM measurements to further elucidate the structure of the
reaction products. The nc-AFM measurements were performed by Dr. Qitang
Fan, Dr. Daniel Martin-Jimenez and Dr. Daniel Ebeling in the laboratory of
Prof. Dr. André Schirmeisen at the Justus Liebig University Gießen. Finally,
the experimental results were complemented by DFT calculations by PD Dr.
Wolfgang Hieringer. Dr. Qitang Fan wrote the manuscript and I contributed to
its discussion along with all other co-authors.
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ABSTRACT: Various two-dimensional (2D) carbon allotropes with
nonalternant topologies, such as pentaheptites and phagraphene,
have been proposed. Predictions indicate that these metastable
carbon polymorphs, which contain odd-numbered rings, possess
unusual (opto)electronic properties. However, none of these
materials has been achieved experimentally due to synthetic
challenges. In this work, by using on-surface synthesis, nanoribbons
of the nonalternant graphene allotropes, phagraphene and tetra-
penta-hepta(TPH)-graphene, have been obtained by dehydrogen-
ative C−C coupling of 2,6-polyazulene chains. These chains were
formed in a preceding reaction step via on-surface Ullmann coupling
of 2,6-dibromoazulene. Low-temperature scanning probe microscopies with CO-functionalized tips and density functional
theory calculations have been used to elucidate their structural properties. The proposed synthesis of nonalternant carbon
nanoribbons from the fusion of synthetic line-defects may pave the way for large-area preparation of novel 2D carbon allotropes.

■ INTRODUCTION

Modifying the topology of pristine graphene with atomic
precision has attracted tremendous attention in recent years,
because it serves as a versatile route to novel graphene-related
materials with exotic (opto)electronic properties.1−3 Examples
include graphene nanoribbons,4−8 porous graphene,9−11 and
nanographenes,12−16 which have been successfully prepared
through various bottom-up approaches. The majority of these
materials are cut-outs of graphene; that is, they are composed
of sp2 carbon atoms arranged to form benzenoid hexagonal
rings. The electronic properties of these so-called alternant π-
electron systems17 are determined by factors such as size,
shape, and edge structure. An alternative and not yet well-
developed method to modify graphene is to change the
connectivity pattern of the sp2 carbon atoms in a nonhexagonal
(nonbenzenoid) manner. Theoretical considerations have
predicted the existence of numerous planar nonbenzenoid
carbon allotropes,18−20 including pentaheptites (1, Figure
1a),21−23 haeckelites,24 T-graphene,25 octa-penta graphene,26

pentahexoctites,27 and phagraphene 2.28 These 2D carbon
allotropes are expected to show dramatically different (opto)-
electronic properties,29,30 electron transportation,31,32 magnet-
ism,33 chemical reactivity,34 and mechanical stability.33,35,36

However, the experimental realization of these materials lags
far behind the theoretical studies. This problem is mainly
caused by the enormous challenges that lie in the atomically
precise control over the growth of extended nonbenzenoid
carbon structures. Although nonbenzenoid structural motifs,
such as the Stone−Wales (5−7−7−5) and 5−8−5 defects, can
be randomly introduced into graphene by moderate electron
beam bombardment, irradiation, or chemical treatment,37,38

the periodic arrangement of these structural elements is so far
difficult to achieve.
Very recently, the on-surface synthetic approach has

demonstrated its potential for the growth of nonbenzenoid
2D carbon allotropes in a more controlled way. Through
cyclodehydrogenative C−C coupling of specially designed
benzenoid organic molecules, it was possible to make
nanographenes with embedded 5−7 ring pairs14,39−41 and
graphene-like carbon nanoribbons with periodically arranged
4−8−4 motifs.42,43 The growth of polymers with periodically
arranged odd-numbered polygon motifs, for example, the 5−7
ring pairs, is intriguing because the connectivity pattern of
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carbon atoms alters from alternant (hexagons) into non-
alternant.17 In contrast, the 4−8 structural motif is non-
hexagonal, but remains alternant. The former case is especially
interesting, because molecular π-electron systems with non-
alternant topology have drastically different electronic proper-
ties as compared to their alternant counterparts.17,44 All of the
above-mentioned examples of growing 5−7 motifs represent
only embedded point defects. Up to now, the embedment of a
continuous one-dimensional (1D) arrangement of pentagon-
heptagon (5−7) motifs is still lacking.
Here, by employing 2,6-dibromoazulene (4, Figure 1b) as a

nonalternant nonbenzenoid precursor consisting of annulated
five- and seven-membered rings, we have successfully obtained
the 2,6-polyazulene chains 5 via on-surface Ullmann coupling.
The 2,6-polyazulene chain could be reckoned as 1D line defect
with fused pentagons and heptagons (5−7 motif). Sub-
sequently, the lateral dehydrogenative coupling (fusion) of
two 2,6-polyazulene chains results in the formation of carbon
nanoribbons that are rich in 5−7 defects and locally resemble
the phagraphene nanoribbon 6 or the TPH-graphene nano-
ribbon 7. The two different carbon nanoribbons are formed
due to the different relative positions of the two fused 2,6-
polyazulene chains. These two carbon nanoribbons represent
the stripes (colored) cut out from two yet unachieved 2D
carbon allotropes, phagraphene 2 and TPH-graphene 3. The
structures of these two nanoribbons are elucidated unambig-
uously by scanning tunneling microscopy (STM), noncontact
atomic force microscopy (AFM) in ultrahigh vacuum environ-
ment at low temperature (5.2 K) by using CO-functionalized
tuning-fork sensors, and density functional theory (DFT)
calculations.45 The synthetic strategy used in this work may

pave the way for the synthesis of other extended carbon
allotropes with nonbenzenoid and nonalternant character.

■ RESULTS

On-Surface Synthesis of Polyazulene Chains. In the
first step, polyazulene chains have been prepared on a Au(111)
surface by Ullmann coupling. As shown by Figure 2a,
deposition of a submonolayer of 2,6-DBAz onto Au(111) at
300 K followed by two annealing steps at 480 and 690 K leads
to ordered domains of chains. The detailed structure of these
chains is revealed by a combination of high-resolution STM
(Figure 2b) and constant-height AFM (Figure 2c) images of a
section of the domain (red-framed region in Figure 2a), using a
CO-functionalized tip.46 As can been seen in Figure 2b, weak
protrusions are observed between the chains, which are
assigned as bromine adatoms formed by C−Br bond scission.
The resulting Br···H hydrogen bonds are the driving force for
the parallel arrangement of the polyazulene chains, similar to
previous findings for polyphenylene chains.47 The AFM image
enables the visualization of the C−C bonds in the azulene
units, revealing the feature of annulated five- and seven-
membered rings, in agreement with previous AFM images of
single azulene molecules.17 Therefore, the molecular structures
of these polyazulene chains can be assigned unambiguously, as
is exemplified for the left-most chain in the red frame in Figure
2c. The corresponding chemical structure is given in Figure 2d.
As can be seen, the azulene units in this chain are not
uniformly oriented. The irregularities result from the three
different possible types of C−C coupling. A uniform, regular
orientation would require that the five-membered ring of one
azulene unit binds to the seven-membered ring of its neighbor
(5−7 coupling). However, 5−5 and 7−7 coupling motifs also

Figure 1. Reaction scheme for the synthesis of nanoribbons of nonalternant 2D carbon allotropes. (a) Skeletons of three proposed 2D carbon
allotropes, that is, pentaheptite 1, phagraphene 2, and THP-graphene 3, all consisting of sp2 carbon atoms. The colored stripes denote the
nanoribbons achieved in this work. (b) Ullmann C−C coupling of 2,6-dibromoazulene (2,6-DBAz) 4 into 2,6-polyazulene 5 chains and their fusion
into carbon nanoribbons rich with nonhexagonal rings, including phagraphene nanoribbon 6 and TPH-graphene nanoribbon 7. These two carbon
nanoribbons correspond to the stripes cut out from the proposed 2D carbon allotropes in panel (a).
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occur, as indicated by the labels in Figure 2d. The 7−7
coupling type is associated with characteristic bright features,
which can be explained by a nonplanar adsorption con-
formation due to in-plane steric repulsion between C−H
bonds of two neighboring azulene units (highlighted with red
color). Similar features have been observed previously in AFM
images of twisted phenyl units or aliphatic hydrocarbons.48−51

In contrast, for the 5−7 and 5−5 coupling motifs, the involved
azulene units exhibit almost planar adsorption configurations,
indicating reduced repulsion due to the larger distances
between the C−H bonds (Figure 2d, colored blue and
green). The relative yields for these three types of coupling
amount to 21.2% (5−5), 54.6% (5−7), and 24.2% (7−7) (see
Figure S1 for details). These ratios are close to the expected
random distribution of 1:2:1, indicating trivial selectivity
among these three coupling types.
Further annealing of the sample in Figure 2a to 730 K results

in the separation and occasional bending of the polyazulene
chains, as shown by the STM image in Figure 2e. In addition, a
certain amount of single chains cross-link at their terminals.
These structural changes can be interpreted as follows.
Annealing to 730 K desorbs the bromine adatoms from
Au(111). This is evidenced by the absence of the weak
protrusions around the chains. As a result, the chains have an
increased probability to encounter and react through

dehydrogenative coupling. Note that the C−H bond scission
is expected to occur on the Au(111) surface at 730 K,
according to previous work.13,52,53 The occasional bending of
the polyazulene chains is caused by rearrangements in the
carbon framework, as is demonstrated for a typical single chain
with two bends (red-framed region in Figure 2e). Its structure
has been scrutinized by detailed STM (Figure 2f) and AFM
(Figure 2g) measurements and is shown in Figure 2h. The
straight part of this chain consists entirely of azulene units,
whereas the bend bears a methylene-indene moiety, as marked
by red color. Because methylene-indene is an isomer of
azulene, it is likely that an azulene moiety undergoes C−C
bond rearrangement (or isomerization) into the methylene-
indene moiety on Au(111) already at 730 K. Besides the
methylene-indene motif, naphthalene as another isomer of
azulene has occasionally been observed as a structural motif at
the corners of a single curved chain, as shown by Figure S4e−g
in the SI. Related carbon−carbon (C−C) bond rearrange-
ments have been reported for a polycyclic aromatic hydro-
carbon with azulene moieties on a Cu(001) surface.39

Interestingly, the 5−6−5−7−5 fused-ring moieties at the two
terminals of the chain in Figure 2f show a prominent electronic
state, which is not present at the azulene moieties. This feature
may be related to the antiaromatic character of the 20 π-
electron system, which may be in resonance with an open-shell

Figure 2. STM and nc-AFM images of polyazulene chains on Au(111). (a,e) Overview STM images of polyazulene chains formed after deposition
of a submonolayer of 2,6-DBAz onto Au(111) at 300 K followed by successive annealing to 480 K for 30 min and 690 K for 20 min (a), and 730 K
for 30 min (e). (b,c) Zoom-in STM (b) and constant-height AFM (c) images of the red-framed region in panel (a). (d) The chemical structure of
the chain marked by the red frame in panel (c) highlights the different types of C−C coupling (5−7, 5−5, and 7−7). (f−h) Zoom-in STM (f),
constant-height AFM (g) images, and chemical structure (h) of the curved chain in the red-framed region of panel (e). The methylene-indene units
formed by isomerization of azulene units have been colored red in (h). Image parameters: (a,f) U = 10 mV, I = 10 pA; (b) U = 10 mV, I = 70 pA;
(e) U = 100 mV, I = 10 pA. Tip distances for the constant-height AFM images: (c) z = 50 pm, and (f) z = 25 pm with respect to the tunneling gap
at an STM set point of I = 10 pA and U = 10 mV above the Au(111) substrate. All of the STM and AFM images were measured with a CO-
functionalized tip and an oscillation amplitude of 70 pm.
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diradical structure (Figure S3, right), similar to what was
reported in previous work.54−56 Charging such moieties by
electron transfer from the surface (and the surrounding π-
electron system) may lead to stabilization due to increased
aromatic character.
Lateral Fusion of Polyazulene Chains into Non-

alternant Carbon Nanoribbons. At this stage (after heating
to 730 K, see Figure 2e) also pairwise lateral dehydrogenative
fusion of the polyazulene chains is induced, leading to the
formation of wider nanoribbons as presented by Figure 3a and
e showing different sample regions. Two representative
nanoribbons are selected for detailed structural analysis. The
structure of the nanoribbon in the red-framed region in Figure
3a is revealed by the zoom-in STM (Figure 3b) and the
corresponding bond-resolving AFM (Figure 3c) images. As
illustrated in Figure 3d, the nanoribbon contains two chains
(blue colored) that are fully fused forming polygons (red
colored) in the interspace. The major structural motif in the
chains (blue) is azulene. Minority structural motifs are
naphthalene (marked by green arrows) and methylene-indene
moieties (marked by red arrows), which originate from the

isomerization of the azulene moieties in the polyazulene chains
as discussed above. A short section of the nanoribbons marked
by the red bracket in Figure 3d represents the perfect lateral
fusion of two oppositely oriented, regular 2,6-polyazulene
chains. As can be seen, hexagons are formed exclusively
between the two chains. Therefore, this structure can be
considered as a stripe cut out from the carbon-allotrope
phagraphene (6, Figure 1b) proposed in previous theoretical
work.28 Another nanoribbon with different structure is marked
by the red frame in Figure 3e; its enlargement is shown in
Figure 3f. The detailed structure of this ribbon, as derived from
the AFM image in Figure 3g, is displayed in Figure 3h. As can
be seen, this nanoribbon is again based on two single chains
consisting of C−C bonded azulene (and methylene-indene)
moieties. Similar to the first nanoribbon (Figure 3c), the
section marked by the red bracket shows a periodic structure
derived from two oppositely oriented regular 2,6-polyazulene
chains. As compared to the first case (Figure 3d), the two
chains have a shifted relative position, such that a carbon
nanoribbon with four-, five-, and seven-membered rings is
obtained. Thus, this nanoribbon represents a stripe of the

Figure 3. STM and nc-AFM images of carbon nanoribbons on Au(111). (a,e) Overview STM images of different regions of the sample (same as in
Figure 2e), showing wider nanoribbons with different structures. (b−d) High-resolution STM (b), constant-height AFM (c) images, and chemical
structure (d) of the nanoribbon in the red-framed region in panel (a). (f−h) High-resolution STM (f), constant-height AFM (g) images, and
chemical structure (h) of the nanoribbon in the red-framed region in panel (e). In (d) and (h), the blue color marks the two chains fused into the
nanoribbon by forming polygons marked by red color. Green and red arrows point out the naphthalene and methylene-indene moieties,
respectively, formed by isomerization of azulene moieties. Image parameters: (a,b) U = 10 mV, I = 10 pA; (e,f) U = 100 mV, I = 10 pA. Tip
distances for the AFM images: (c) z = 120 pm, and (g) z = 80 pm with respect to the STM set point of I = 10 pA and U = 10 mV above the
Au(111) substrate. All of the STM and AFM images are measured with a CO-functionalized tip and an oscillation amplitude of 70 pm.
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TPH-graphene 7 in Figure 1b. Additional examples of these
two types of nonalternant carbon nanoribbons are shown in
Figure S2.

■ DISCUSSION

The high-yield formation of longer phagraphene 6 and TPH-
graphene 7 nanoribbons is still challenging, mainly because of
two issues: First, carbon allotropes with nonalternant structural
elements may isomerize to their corresponding alternant
structures, which are usually more stable. In particular,
isomerization of the azulene units in 6 and 7 to naphthalene
units is expected to be energetically favorable, considering that
naphthalene is 1.62 eV more stable than azulene.57 If C−C
bond rearrangements are kinetically possible under the
reaction conditions, these transformations are likely to occur,
as shown in Figure S4. The stability of the nonalternant
structures is therefore an important aspect of their on-surface
synthesis. Indeed, the present periodic DFT calculations for
the electrically neutral free-standing, planar nanoribbons (cf.,
Figure 4) suggest that 6 (Figure 4a) is thermodynamically less
stable by 2.7 eV per C20H6 formula unit than its alternant
counterpart 8 shown in Figure 4b. Both structures enclosing
four-membered rings (7 and 9, Figure 4c,d) are even more
destabilized by 5.2 and 7.2 eV, respectively, as compared to the
low-energy structure 8. This may be rationalized on the basis
of the high ring tension within the four-membered rings in 7
and 9. The hypothetical naphthalene-based nanoribbon 9 also
features an exceptionally long C−C bond of 179 pm, indicating
a highly strained structure.
In the following, we discuss that the relative stabilities of the

different structures are also consistent with qualitative
aromaticity considerations. The color code of the bonds in
Figure 4 shows the calculated C−C bond lengths for the two
nanoribbons 6 and 7 (Figure 4a,c) and for the corresponding
hypothetical structures 8 and 9 formed by isomerization of
their azulene units to naphthalene units (Figure 4b,d). On the
basis of the C−C bond lengths, the aromatic character of the
rings can be assessed using the harmonic oscillator model of
aromaticity (HOMA).58 A higher HOMA value is generally
associated with increased aromatic stabilization.58 The HOMA
values of the rings are illustrated by the different shades of
orange color in Figure 4. Comparison of the phagraphene
ribbon 6 with its alternant isomer 8 reveals that the latter has

considerably higher HOMA values and thus experiences
increased aromatic stabilization. Therefore, isomerization of
6 to its alternant counterpart 8 [(2,1)-GNR] should be
energetically favored, in agreement with the experimental
observations (Figure S4) and the DFT energies (ΔE8−6 = −2.7
eV). In contrast, the HOMA values indicate that the TPH-
graphene nanoribbon 7 is more stable than its hypothetical
isomerization product 9, again in line with the DFT results
(ΔE9−7 = +2.0 eV). Comparison of the HOMA data for the
two experimental nanoribbons 6 and 7 reveals a slight
advantage in aromatic stabilization for 6, in agreement with
the difference of their DFT energies (ΔE7−6 = +2.5 eV).
According to these considerations, 7 may be more resistant to
isomerization of azulene to naphthalene units than 6.
Furthermore, a preliminary theoretical analysis of the
electronic structures at the DFT-GGA level suggests smaller
band gaps of the nonalternant phagraphene 6 (Figure S5a, cf.
also ref 28) and THP-graphene 7 (Figure S5b) nanoribbons as
compared to their alternant counterparts 8 (Figure S5c) and 9
(Figure S5d), respectively. This is in analogy to the lower
HOMO−LUMO gap of azulene as compared to naphtha-
lene.17

The second challenge in the synthesis of phagraphene and
TPH-graphene nanoribbons arises from the requirements of
structural homogeneity and alignment of the 2,6-polyazulene
chains. These chains should exclusively contain 5−7
connections and have opposite orientations. The first
condition is demanding considering that the polyazulene
chains are formed with randomly orientated azulene units at
the first Ullmann coupling step. The second requirement is the
reason why wider nanoribbons with more than two fused
chains have only rarely been observed: They require
alternating orientations of the 2,6-polyazulene chains, which
is of diminishing probability with the increasing width of the
ribbon.

■ CONCLUSION

Carbon allotrope nanoribbons with nonalternant topologies of
their π-electron systems have been achieved by the lateral
dehydrogenative coupling of polyazulene chains formed in a
preceding step via surface Ullmann coupling of the 2,6-
dibromoazulene precursor on Au(111). The distinctive
phagraphene nanoribbon 6 and the THP-graphene nanoribbon

Figure 4. DFT-calculated C−C bond lengths of planar carbon nanoribbons. (a,c) Optimized gas-phase chemical structure of the nonalternant
phagraphene nanoribbon 6 (a) and TPH-graphene nanoribbon 7 (c). (b,d) GNR counterparts of phagraphene and TPH-graphene nanoribbons
obtained by isomerization of azulene moieties into naphthalene in these two types of nanoribbons (8 and 9). The bond lengths and harmonic
oscillator model of aromaticity (HOMA) values of each polygon are presented with gradient colors as illustrated by the color scales at the right part
of the figure. The average HOMA values are (a) 0.426, (b) 0.614, (c) 0.282, and (d) −1.48.
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7 sections are frequent structural elements observed in these
carbon allotrope nanoribbons. The different structures of these
nanoribbons are determined by the relative positions of the
fused polyazulene chains. Their yields are limited by the mixed
connection types and isomerization of the azulene units in the
polyazulene chains. DFT calculations suggest that the
nonalternant phagraphene and THP-graphene nanoribbons
exhibit lower band gaps than their alternant counterparts.
These nonalternant carbon nanoribbons may represent
promising candidates for the search of new carbon-based
quantum materials with exotic properties. Moreover, the
hierarchical coupling of nonalternant and nonbenzoid
conjugated rings of carbon atoms opens possibilities for the
synthesis of novel 2D carbon allotropes.

■ METHODS
Synthesis. 2,6-Dibromoazulene was prepared by using a published

procedure as described in Supporting Information part 3. The details
of the synthesis and characterization of 2,6-dibromoazulene are also
included in Supporting Information part 3.
Sample Preparation. The Au(111) crystal (MaTecK, Germany)

was cleaned by multiple cycles of Ar+ sputtering (E = 1.5 kV, I = 3.6
μA, p = 6 × 10−6 mbar for initial cycles and E = 0.8 kV, I = 1.1 μA, p =
3 × 10−6 mbar for final cycles) and annealing (1000 K for initial cycles
and 730 K for final cycles). The 2,6-DBAz molecules were evaporated
on the Au(111) surface by using a home-built evaporation device held
at room temperature.59 To induce chemical reactions on the surface,
the sample was placed in a heating station (Scienta Omicron,
Germany) where it was heated by thermal radiation of a tungsten
filament. The sample temperatures were deduced from the heating
power of the filament and a thermocouple that is attached to the
heating station close to the sample plate. The heating station was
previously calibrated by using a second thermocouple that was spot-
welded to the center of an empty sample plate.
STM/AFM. STM and AFM images were obtained at 5.2 K and a

pressure below 1 × 10−10 mbar with a low-temperature AFM/STM
(Scienta Omicron, Germany). A Q-plus tuning fork sensor with a
tungsten tip was used. The tip was sharpened by voltage pulses and
indentations into the Au(111) surface. The AFM tip was function-
alized with a CO molecule using standard procedures described in the
literature.60 The resonance frequency and quality factor of the sensor
( f r = 25.866 kHz, Q = 18 000−25 000) were determined by acoustic
tunes with a tip−sample separation of about 10 nm. The Q-plus
sensor was driven in frequency modulation mode using an external
phase-locked loop electronics (MFLI, Zürich Instruments, Switzer-
land) for obtaining both STM and AFM images.51 The oscillation
amplitude of the sensor was kept constant at 70 pm. AFM images
were taken in constant-height and constant-current scanning modes.51

Computational Details. Periodic density functional-theory
calculations of free-standing carbon nanoribbons were performed
with the Vienna Ab Initio Simulation Package (VASP)61 using the
PBE functional62 and the D3(BJ) dispersion correction.63,64 Please
see the Supporting Information for further details.
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Dienel, T.; Talirz, L.; Shinde, P.; Pignedoli, C. A.; Passerone, D.;
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1. Additional STM and AFM images.

(a) Fig. S1a,b and S1d,e show the STM and nc AFM images of other phagraphene and TPH graphene
nanoribbons on the same sample as that in Fig. 3a of themain text, respectively. Their chemical structures
are derived as shown by Fig. S1c and Fig. S1f, respectively.

Fig. S1 | Additional STM and nc AFM images of phagraphene and TPH graphene nanoribbons on Au(111). a
c, High resolution STM (a), nc AFM (b) images and the overlaid chemical structure (c) of another short
phagraphene nanoribbon from the sample in Fig. 3a of the main text. d f, High resolution STM (d), nc AFM (e)
images and overlaid chemical structure (f) of another short TPH graphene nanoribbon from the sample in Fig.
3a of the main text. Tunneling parameters for the STM images: (a),(d) U = 10 mV, I = 10 pA. Tip distances for
the constant height AFM images: (b) z = 100 pm, and (e) z = 50 pm with respect to the STM set point of I = 10
pA and U = 10 mV above Au(111) substrate.
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(b) Annealing of the sample to 780 K leads to extensive rearrangement resulting in the formation of
hexagonal rings. As shown by Fig. S2a and 2b, the wide carbon nanoribbons are more curved than that in
Fig. 3a. This is due mainly to the formation of a high percentage of hexagonal rings as demonstrated by
the zoom in nc AFM image in Fig. S2c. The derived carbon skeleton of this carbon nanoribbon section is
displayed in Fig. S2d. Only two azulene moieties (red colored) are left in the structure indicating that
carbon hexagonal rings are more stable than the five and seven membered rings.

Fig. S2 | STM and nc AFM images of the carbon nanoribbons on Au(111) at 780 K. a,b, Constant current nc
AFM images showing the topographical (a) and frequency shift (b) channels of carbon nanoribbons obtained
by directly annealing the sample to 793 K for 30 minutes. c,d, Zoom in constant current frequency shift image
(c) and the derived carbon skeleton (d) of the section of carbon nanoribbon in the red framed region in panel
(b). The frequency shift image in constant current mode are measured with topographical STM image feedback
at U = 10 mV and I = 100 pA.1
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2. Computational details

Periodic density functional theory calculations of the planar, free standing (i. e., without the Au(111)
substrate) one dimensional nanoribbons (cf. Figure 4 of the main paper) were performed with the Vienna
Ab Initio Simulation Package (VASP).2 The PBE functional3 was used in combination with the third
generation van der Waals dispersion correction due to Grimme (DFT D3(BJ))4,5 and the projector
augmented wave (PAW) ansatz6,7 for the atomic cores. A plane wave cutoff energy of 520 eV was
employed. The orthorhombic unit cells contained a C20H6 formula unit for each system, which was
periodically repeated in one dimension. The distance to the periodic images in each of the other two
directions (i. e., perpendicular to the direction of propagation of the nanoribbon) was about 10 Å to
separate the ribbons from their periodic images. The cell dimensions as well as the atomic positions were
optimized using a force convergence criterion of 5 10 3 eV/Å or better. Note that the atoms were strictly
kept in a perfect plane, i. e., no out of plane distortions were possible; the resulting free standing
structures hence do not necessarily represent local minima on the energy hypersurface in the absence of
the Au(111) substrate. A 32×1×1 Monkhorst Pack k point mesh was used. The resulting geometries are
provided in VASP POSCAR format at the end of this file.
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3. Synthesis of 2,6 dibromoazulene

General Information

All reactions with air or water sensitive starting materials were carried out under nitrogen atmosphere in
heat gun dried glassware using schlenk techniques. Benzene and ethanol were stored over molecular
sieves (3 Å) under nitrogen atmosphere. Column chromatography was carried out on Macherey Nagel
silica gel 60 (230–400 mesh). For thin layer chromatography Merck TLC plates (Silica 60, F254 with
fluorescence indicator) were used. 1H and 13C NMR spectra were either recorded on a Bruker Avance 300
(1H NMR: 300 MHz, 13C NMR: 75 MHz) or Avance III (1H NMR: 500 MHz, 13C NMR: 125 MHz). For EI and EI
HRMS a Finnigan MAT 95 or a DFS High Resolution Magnetic Sector MS (Thermo Scientific) with an energy
of 70 eV and for ESI HRMS a Q TOF Premier (Waters) were used. IR spectra were recorded on a Bruker
Tensor 27 (FTIR) spectrometer.

Synthesis of 2,6 dibromoazulene

2 Chlorocyclohepta 2,4,6 trien 1 one

According to a procedure of Marson8 under nitrogen atmosphere tropolone (2.20 g,
18.0 mmol, 1.00 equiv.) was dissolved in anhydrous benzene (55 mL). SOCl2 (1.7 mL,
23.4 mmol, 1.30 equiv.) was added dropwise and the mixture was stirred for 2.5 h at 95 °C.
The solvent was removed under vacuum and the crude product was purified by column

chromatography (CH2Cl2:methanol = 40:1). The product was obtained in 94% yield (2.37 g, 16.9 mmol) as
brown solid.

1H NMR (300 MHz, CDCl3, ppm): = 7.79 (dd, J = 9.3, 0.9 Hz, 1H), 7.25–7.19 (m, 2H), 7.12–7.02 (m, 1H),
6.93 (ddt, J = 10.6, 9.4, 1.0 Hz, 1H).
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13C NMR (75 MHz, CDCl3, ppm): = 180.2, 149.0, 138.6, 135.9, 135.7, 134.2, 131.6.

HRMS (ESI, +): calcd for C7H5ONaCl: 162.9927, found 162.9921.

IR (film, cm–1): 3032, 2360, 2159, 2029, 1957, 1626, 1575, 1504, 1457, 1372, 1270, 1243, 1213, 1064, 975,
902, 865, 777, 669, 631.

The analytical data for the 1H NMR spectra is in accordance with the literature.9

Diethyl 2 hydroxyazulene 1,3 dicarboxylate

According to a procedure of Marson8 under nitrogen atmosphere sodium (1.44 g,
62.4 mmol, 26.8 equiv.) was added in portions to anhydrous EtOH (32 mL). Diethyl
3 oxopentanedionate (1.46 g, 4.24 mmol, 3.08 equiv.) was added dropwise and
the reaction mixture turned yellow. After adding a solution of 2 chlorocyclohepta
2,4,6 trien 1 one (660 mg, 4.70 mmol, 2.00 equiv.) in anhydrous EtOH (16 mL) the
reaction mixture turned dark red and was stirred at ambient temperature

overnight. Then, water (50 mL) was added and the reaction mixture was filtered. The solid was dissolved
in glacial acetic acid, carefully diluted with water and the aqueous phase was extracted with CH2Cl2. The
combined organic phase was dried (MgSO4), filtered and concentrated under reduced pressure. The crude
product was recrystallized (EtOH) to afford 53% (751 mg, 2.50 mmol) as brown solid.

1H NMR (300 MHz, CDCl3, ppm): = 11.75 (s, 1H), 9.30 (s, 2H), 7.66 (s, 3H), 4.49 (q, J = 7.2 Hz, 4H), 1.48 (t,
J = 7.2 Hz, 6H).

13C NMR (75 MHz, CDCl3, ppm): = 172.3, 143.4, 136.2, 134.8, 132.5, 101.4, 60.6, 14.7.

The analytical data are in accordance with the literature.10

Diethyl 6 bromo 2 hydroxyazulene 1,3 dicarboxylate

According to a procedure of Tajiri11 under nitrogen atmosphere diethyl 2
hydroxyazulene 1,3 dicarboxylate (144 mg, 0.50 mmol, 1.00 equiv.) was
dissolved in trimethyl phosphate (3.5 mL) and NaOAc (41.0 mg, 0.05 mmol,
1.00 equiv.) was added. Then, bromine (0.05 mL, 1.00 mmol, 2.00 equiv.) was
added dropwise and the reaction mixture was stirred 8 h at 50 °C. The mixture
was quenched with saturated NH4Cl solution (10%) and the phases were
separated. The aqueous phase was extracted with CH2Cl2 and the combined

organic phase was dried (MgSO4) and filtered. The solvent was removed under reduced pressure and the
crude product was purified by column chromatography (CH2Cl2:MeOH = 40:1). The product was obtained
in 52% yield (96 mg, 0.26 mmol) as pale yellow solid.
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1H NMR (300 MHz, CDCl3, ppm): = 11.68 (s, 1H), 8.94 (d, J = 11.3 Hz, 2H), 7.93–7.85 (m, 2H), 4.48 (q,
J = 7.1 Hz, 4H), 1.47 (t, J = 7.1 Hz, 6H).

13C NMR (75 MHz, CDCl3, ppm): = 172.3, 166.4, 141.5, 135.3, 132.8, 132.7, 102.7, 60.8, 14.6. Cq,Br is not
detectable.

HRMS (ESI, +): calcd for C16H14O5Br: 365.0025, found 365.0023.

IR (film, cm–1): 2922, 2354, 2196, 1957, 1660, 1583, 1523, 1471, 1439, 1382, 1331, 1252, 1166, 1021, 999,
929, 859, 831, 790, 693, 680, 627.

The analytical data for the 1H NMR spectra are in accordance with the literature.11

6 Bromoazulen 2 ol

According to a procedure of Lörtscher12 diethyl 6 bromo 2 hydroxyazulene 1,3 dicarboxylate
(150 mg, 0.40 mmol, 1.00 equiv.) was dissolved in 95% H2SO4 (15 mL). Carefully 85% H3PO4

(75 mL) was added and the reaction mixture was stirred 2 h at 130 °C. After cooling down to
ambient temperature the reaction mixture was poured into ice water. The aqueous phase was
extracted with Et2O, dried (MgSO4) and filtered. After removal of solvent the crude product was
purified by column chromatography (CH2Cl2:Et2O = 9:1). The product was obtained in 77% yield
(70.0 mg, 0.30 mmol) as dark red solid.

1H NMR (300 MHz, DMSO d6, ppm): = 11.22 (s, 1H), 7.81 (d, J = 10.9 Hz, 2H), 7.48 (d, J = 10.9 Hz, 2H),
6.81 (s, 2H).

13C NMR (75 MHz, DMSO d6, ppm): = 168.7, 138.7, 128.7, 126.8, 126.2, 105.5.

The analytical data are in accordance with the literature.12

2,6 Dibromoazulene

According to a procedure of Lörtscher12 6 bromoazulen 2 ol (100 mg, 0.45 mmol, 1.00 equiv.)
was dissolved in toluene (60 mL). Then PBr3 (0.13 mL, 1.36 mmol, 3.00 equiv.) was added
dropwise and the reaction mixture was stirred 2 h at 110 °C. After cooling down to ambient
temperature the reaction mixture was poured into ice water. The phases were separated and
the aqueous phase was extractedwith toluene. The combined organic phase waswashedwith
water, dried (MgSO4) and filtered. The solvent was removed under reduced pressure and the
crude product was purified by column chromatography (n pentane:CH2Cl2 = 9:1). The product

was obtained in 70% yield (90.0 mg, 0.31 mmol) as purple solid.

1H NMR (300 MHz, DMSO d6, ppm): = 8.20 (d, J = 10.4 Hz, 2H), 7.70 (d, J = 10.1 Hz, 2H), 7.54 (s, 2H).

13C NMR (75 MHz, DMSO d6, ppm): = 139.0, 135.0, 133.8, 128.6, 128.6, 121.2.
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MS (EI)m/z (%): 286 (33, [M+]), 284 (17), 208 (1), 205 (9), 204 (1), 143 (3), 127 (9), 126 (100), 125(7), 104
(1), 100 (5), 99 (9), 87 (6), 76 (9), 74 (15), 63 (28), 62 (9), 50 (11).

HRMS (EI,m/z): calcd for C10H6Br2: 283.8831, found 283.8827.

IR (film, cm–1): 2928, 2209, 2148, 1917, 1573, 1521, 1466, 1435, 1389, 1283, 1215, 1072, 1011, 971, 853,
832, 815, 786, 723, 701, 608.

The analytical data are in accordance with the literature.12
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NMR Spectra
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4. DFT optimized geometries (VASP POSCAR format):

Phagraphene, cf. Figure 4a

1.00000000000000

6.6933222301648030 0.0000000000000000 0.0000000000000000

0.0000000000000000 19.9945370318452902 0.0000000000000000

0.0000000000000000 0.0000000000000000 9.9972685159226451

C H

20 6

Direct

0.9305023410464344 0.3394975141631420 0.5000000000000000

0.0290385604536638 0.4031389438167139 0.5000000000000000

0.9456387273584070 0.4702014666864542 0.5000000000000000

0.7351179547437212 0.3188885303525808 0.5000000000000000

0.7803135639196412 0.6033104957089392 0.5000000000000000

0.7285108422307900 0.4800266830727509 0.5000000000000000

0.6543585396131277 0.5460251343961318 0.5000000000000000

0.6555661236073220 0.6605905892804387 0.5000000000000000

0.5663321908942223 0.3601968541395237 0.5000000000000000

0.5711595917440775 0.4327139251851833 0.5000000000000000

0.4506922372100277 0.5667533743363649 0.5000000000000000

0.4555288328989349 0.6392688257777976 0.5000000000000000

0.3662827196248344 0.3388920803383328 0.5000000000000000

0.3674883650829770 0.4534474021106618 0.5000000000000000

0.2933226376518192 0.5194430165521453 0.5000000000000000

0.2415149782669914 0.3961740352515761 0.5000000000000000

0.2867073612571289 0.6805651728391595 0.5000000000000000

0.0761856021821927 0.5292722275961950 0.5000000000000000

0.0912908199085720 0.6599714333525029 0.5000000000000000
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0.9928061539280719 0.5963320207166944 0.5000000000000000

0.0361576307303793 0.2981237171173845 0.5000000000000000

0.9856650579254662 0.7013576983531635 0.5000000000000000

0.7090710385150913 0.2649022718186416 0.5000000000000000

0.6993319232195176 0.7129130763694604 0.5000000000000000

0.3224626099758936 0.2865767022266468 0.5000000000000000

0.3127314594225936 0.7345570152564846 0.5000000000000000

Naphthalene analogue of phagraphene, cf. Figure 4b

1.00000000000000

6.5528376349350159 0.0000000000000000 0.0000000000000000

0.0000000000000000 19.5748763094411302 0.0000000000000000

0.0000000000000000 0.0000000000000000 9.7874381546716300

C H

20 6

Direct

0.8653258480143720 0.3492306889336945 0.5000000000050022

0.0094001328428419 0.4018121695727856 0.5000000000050022

0.9379851982139016 0.4712251848127238 0.5000000000050022

0.6548350100065221 0.3618272947835450 0.5000000000050022

0.7914764955701372 0.6095119748314985 0.5000000000050022

0.7245780322489139 0.4850542230804891 0.5000000000050022

0.6521716144290437 0.5543453669559639 0.5000000000050022

0.7130562993056060 0.6774008751433485 0.5000000000050022

0.5107689254690726 0.3074410383642956 0.5000000000050022

0.5814366686987142 0.4306170157789211 0.5000000000050022

0.4369921213446091 0.5670574275602149 0.5000000000050022

0.5076626711675232 0.6902119722268054 0.5000000000050022

0.3053483058644986 0.3202527729239222 0.5000000000050022
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0.3663056051860494 0.4433245139469477 0.5000000000050022

0.2938543541446634 0.5126085816878998 0.5000000000050022

0.2269389071126540 0.3881655107484292 0.5000000000050022

0.3635895656498889 0.6358327493337299 0.5000000000050022

0.0804341532854949 0.5264479760825083 0.5000000000050022

0.1530944470044062 0.6484408763329341 0.5000000000050022

0.0090259306777440 0.5958807664944743 0.5000000000050022

0.9139417094045257 0.2960202405113677 0.5000000000050022

0.1044575666305576 0.7016456882573010 0.5000000000050022

0.5671465671890417 0.2549604210370688 0.5000000000050022

0.8178592296189180 0.7205279770812325 0.5000000000050022

0.2005335542879223 0.2771225269064956 0.5000000000050022

0.4512174879421593 0.7426806795184930 0.5000000000050022

TPH graphene, cf. Figure 4c

1.00000000000000

6.9002423548684684 0.0000000000000000 0.0000000000000000

0.0000000000000000 20.2189499257740728 0.0000000000000000

0.0000000000000000 0.0000000000000000 10.1094749628870364

C H

20 6

Direct

0.0815348043163553 0.5357428678466292 0.5000000000000000

0.0812551038581120 0.6521626007503940 0.5000000000000000

0.2052645485360571 0.5954048356667627 0.5000000000000000

0.8890435965752346 0.5622063650214173 0.5000000000000000

0.8859744874933781 0.6338727711893171 0.5000000000000000

0.7828407082244908 0.3988456907530491 0.5000000000000000

0.6784469975878551 0.3367440191434170 0.5000000000000000
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0.7235724052107173 0.5261467923466228 0.5000000000000000

0.7182647490882772 0.6757182047884811 0.5000000000000000

0.6769982158039909 0.4565504186474740 0.5000000000000000

0.4800879416911101 0.3243766453062733 0.5000000000000000

0.5211388607940322 0.5435722799038558 0.5000000000000000

0.5198855621450917 0.6633737938843751 0.5000000000000000

0.4745588698611201 0.4739692575093528 0.5000000000000000

0.4153819916186734 0.6012967452841167 0.5000000000000000

0.3122899657209572 0.3662238455282605 0.5000000000000000

0.3091299497072484 0.4379048229710136 0.5000000000000000

0.1169648306246742 0.3479596964627518 0.5000000000000000

0.1166743771283336 0.4643901847573488 0.5000000000000000

0.9929480698412334 0.4047396342213219 0.5000000000000000

0.1329869986440997 0.7029749828361957 0.5000000000000000

0.7674892941215177 0.2921784018458808 0.5000000000000000

0.7547277330022482 0.7284194544792157 0.5000000000000000

0.4436625591963974 0.2716718774199265 0.5000000000000000

0.4309041287440039 0.7079529558257818 0.5000000000000000

0.0652197660563374 0.2971475846256482 0.5000000000000000

Naphthalene analogue of TPH graphene, cf. Figure 4d

1.00000000000000

6.7287360850331259 0.0000000000000000 0.0000000000000000

0.0000000000000000 19.7164057390543164 0.0000000000000000

0.0000000000000000 0.0000000000000000 9.8582028695758837

C H

20 6

Direct

0.0829007128662931 0.5450467719134585 0.5000000000000000
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0.1402261862356685 0.6715111026105045 0.5000000000000000

0.2178411374127576 0.6033316109000877 0.5000000000000000

0.8797140138362507 0.5699085636642205 0.5000000000000000

0.9453774310170878 0.6910643943978845 0.5000000000000000

0.7540202183910338 0.3945621529443262 0.5000000000000000

0.6014618444719868 0.3437431171797558 0.5000000000000000

0.7238275792198747 0.5267021540632593 0.5000000000000000

0.7988059615934551 0.6399713963658200 0.5000000000000000

0.6679565588877067 0.4561249391842058 0.5000000000000000

0.3933958336708990 0.3599858770747774 0.5000000000000000

0.5243226899776794 0.5438183644564124 0.5000000000000000

0.5907636580511260 0.6562105405810650 0.5000000000000000

0.4684696626523568 0.4732453709747688 0.5000000000000000

0.4382219299771296 0.6053855337490107 0.5000000000000000

0.2468775411450346 0.3088793919018351 0.5000000000000000

0.3125716228959664 0.4300474242726509 0.5000000000000000

0.0520292056255809 0.3284317986983409 0.5000000000000000

0.1093526585314196 0.4548937164121816 0.5000000000000000

0.9743985438061279 0.3966114797991578 0.5000000000000000

0.2525485012942588 0.7113052536379276 0.5000000000000000

0.6357243590975168 0.2896145389556261 0.5000000000000000

0.9048986387146201 0.7446689191078132 0.5000000000000000

0.2874086917371503 0.2552835510013876 0.5000000000000000

0.5565038567264934 0.7103425576711522 0.5000000000000000

0.9396879064718606 0.2886472246150026 0.5000000000000000
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5 Cumulative Part

5.2 Surface and Interface Chemistry of Other

Aromatic Molecules

This chapter is composed of four publications that study different aspects of
surface and interface chemistry of aromatic molecules. They cover the broad
range of topics investigated in the Gottfried group. In general, they focus on
understanding the fundamental interactions of organic molecules with surfaces
as well as co-deposited metal atoms.

The publication P5 deals with the self-assembly of the aromatic dicarbonitrile
1,1':3',1'':4'',1'''-quaterphenyl-4,4'''-dicarbonitrile (m-4PDN) and investigates
the different adsorbate structures formed by this molecule on the Ag(111)
surface. The publications P6 and P7 study metalation reactions of the two
tetrapyrroles meso-tetraphenylporphyrin (2HTPP) and 2,3,8,12,17,18-hexa-
ethyl-7,13-dimethylcorrole (3HHEDMC). P8 characterizes the interaction of the
non-alternant aromatic compound azulene with the Cu(111) surface compared
with its alternant counterpart naphthalene.

I am the first author of publication P5. The publications P6 to P8, of which I
am co-author, are concerned with other research projects of the Gottfried group.
I contributed to them mostly with measurements at the synchrotron radiation
facility BESSY II in Berlin but also in the laboratory in Marburg.
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5.2 Surface and Interface Chemistry of Other Aromatic Molecules

P5 Polymorphism at the Metal/Organic Interface: Hybrid
Phase with Alternating Coplanar and Vertical
Adsorption Geometry

Citation: C. K. Krug, M. Zugermeier, J. Kuttner, M. Schmid, G. Hilt,
J. M. Gottfried, 2020, J. Phys. Chem. C 124 (29), 15928–15934, DOI
10.1021/acs.jpcc.0c03601.

Summary

In this article, which was accepted for publication one day after handing in this
thesis, the polymorphism of 1,1':3',1'':4'',1'''-quaterphenyl-4,4'''-dicarbonitrile
(m-4PDN) on the Ag(111) surface is studied with scanning tunneling microscopy
(STM) accompanied by X-ray photoelectron spectroscopy (XPS). At saturation
coverage it is shown that the m-4PDN molecules form a densely packed phase,
while the coexistence of two different ordered phases and a dilute phase is ob-
served at a low coverage.

The m-4PDN molecule, which is investigated in this study, is chiral in the
adsorbed state. When it is deposited on the Ag(111) surface two different enan-
tiomers (denoted as Rp and Sp) are observed. At saturation coverage (1.0 ML) a
close-packed layer is formed, which consists of both enantiomers. The molecules
arrange in pairs exclusively consisting of one enantiomer. The pairs of one enan-
tiomer arrange in rows, which are surrounded by rows of pairs of the other
enantiomer. Stabilization of this adsorbate structure is achieved by intermolec-
ular H NC hydrogen bonds between the nitrile groups of one molecule and the
phenyl H atoms of its neighbors.

A reduction of the coverage to 0.1 ML (determined by XPS) leads to the
formation of two polymorphic adsorbate structures. The first one is a quasi-
Kagome structure, which consists of six nodes formed by three molecules each.
All molecules in a domain of this adsorbate structure belong to the same enan-
tiomer i.e., Rp or Sp, and it is observed for both enantiomers on different regions
of the sample. The second adsorbate structure is a mixed phase of flat-lying and
upright-standing molecules. The nitrile groups of the standing molecules coor-
dinate to Ag atoms of the substrate and the standing molecules are enclosed by
rows of lying molecules, which are arranged similar to the pairs observed in the
close-packed layer. Such a phase with coexisting lying and standing molecules
had not been reported before. Both low-coverage structures are stabilized by
intermolecular H NC hydrogen bonds similar to those observed in the close-
packed layer.

141



P5

5 Cumulative Part

Own Contribution

All the experiments leading to this publication were performed with the com-
bined STM and XPS setup in the laboratory of the Gottfried group in Marburg
(cf. Section 3.4.1) by Dr. Malte Zugermeier and me with additional help by Dr.
Martin Schmid. The m-4PDN molecule was synthesized by Dr. Julian Kuttner
under the supervision of Prof. Dr. Gerhard Hilt based on the idea of Prof. Dr.
J. Michael Gottfried. I performed the data analysis and wrote the manuscript
in cooperation with Prof. Dr. J. Michael Gottfried and all authors were involved
in its discussion.
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Polymorphism at the Metal/Organic Interface: Hybrid Phase with
Alternating Coplanar and Vertical Adsorption Geometry
Claudio K. Krug, Malte Zugermeier, Julian Kuttner, Martin Schmid, Gerhard Hilt,*
and J. Michael Gottfried*

Cite This: J. Phys. Chem. C 2020, 124, 15928−15934 Read Online

ACCESS Metrics & More Article Recommendations *sı Supporting Information

ABSTRACT: Polymorphism of organic molecular materials plays a prominent role in organic (opto)electronic devices, where the
structural properties of metal/organic interfaces determine performance-critical parameters such as charge carrier injection rates.
Here, we show that (sub)monolayers of a 2D-prochiral aromatic dinitrile with a bent quaterphenyl backbone engage in pronounced
polymorphism on a Ag(111) surface and form a unique phase with alternating polar orientation of the molecules. In the saturated
monolayer, the molecules are nearly coplanar with the substrate (flat-lying) and form an ordered racemic structure consisting of
chiral dimers stabilized by H···NC hydrogen bonds. At submonolayer coverages, two ordered phases coexist with a dilute mobile
phase. One phase forms homochiral domains with a quasi-Kagome structure. The other phase has a unique structure consisting of
alternating rows of flat-lying and upright-standing molecules. The two different polar orientations can be distinguished by scanning
tunneling microscopy. The upright-standing molecules have a straight and brighter shape and show increased packing density
compared to their flat-lying counterparts. These results reveal the great local variability of molecular arrangements at metal/organic
interfaces, even for fixed global parameters such as temperature and coverage.

■ INTRODUCTION

Polymorphism, i.e., the existence of a chemical compound in
different crystal structures, is a phenomenon that plays a
prominent role in organic molecular solids because the
different polymorphic forms can differ strongly in their
physical and chemical properties.1−3 One particularly im-
portant case is the polymorphism of pharmaceuticals, where
polymorphs may show different pharmacological activity and a
new polymorph of a patented substance may not be subject to
patent protection.4,5 Thus, understanding what determines the
formation of different polymorphs is of great importance in the
context of crystal engineering.6

Structure formation at metal/organic interfaces is another
area where polymorphism comes into play. The electronic
properties of organic semiconductors and their interfaces with
metals in organic (opto)electronic devices also vary between
different polymorphs.7,8 Especially important is the structure of
the first adsorbed layer, which determines the interface
properties and can also control the structure of further
molecular layers during deposition.9,10 Related previous work
was mainly performed at the solid/liquid interface, where the
solvent was shown to strongly influence the interface

structure.11−23 Examples for molecular polymorphism at the
solid/vacuum interface include self-assembled monolayers,24,25

halogenated polyphenylenes,26−29 porphyrins,30 subphthalo-
cyanines,31 amino acids such as alanine,32 and squaric acid.33

Arene dicarbonitriles constitute a class of organic molecules
that are well-studied with respect to their adsorbate structures
on metal single-crystal surfaces. This holds especially for the
linear oligophenylene para-dicarbonitriles (Figure 1a), which
show pronounced size and substrate dependence of their
(sub)monolayer structures.34−40 All these linear molecules
adsorb in a nearly coplanar (flat-lying) geometry on the
different surfaces, and their observed adsorbate structures are
stabilized by H···NC hydrogen bonds between the nitrile
groups and H atoms at the phenylene groups of neighboring
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molecules. Other, closely related dicarbonitriles have oligo-
phenylene backbones with a meta-substituted phenylene ring,
resulting in a 120° angle between the terminal nitrile groups. A
prominent example is 1,1′:3′,1″-terphenyl-4,4″-dicarbonitrile
(m-3PDN, Figure 1b), which can form metal−organic
Sierpinśki triangles with codeposited metal atoms.41,42 The
adsorbate structure of m-3PDN on Cu(111) is strongly
coverage-dependent and comprises either hydrogen bonds,
coordination bonds to Cu adatoms, or a combination of
both.43 A 120° angle between the terminal CN groups is also
possible with a linear oligophenylene backbone when the CN
groups are placed in meta-positions, as in 1,1′;4′,1″-terphenyl-
3,3″-dicarbonitrile (Figure 1c).44−46 This molecule was shown
to adsorb in an upright-standing manner in densely packed
layers on Cu(111) and with codeposited Co atoms also on
Ag(111).47

In this study, we focus on another dicarbonitrile with a 120°
angle, namely 1,1′:3′1″:4″,1‴-quaterphenyl-4,4‴-dicarbonitrile
(m-4PDN, Figure 1d). Like m-3PDN, this molecule has a

meta-substituted phenylene ring in its backbone, but its
reduced symmetry makes it chiral in the adsorbed state.
Using scanning tunneling microscopy (STM) and X-ray
photoelectron spectroscopy (XPS), we show here that
(sub)monolayers of m-4PDN on Ag(111) form different
polymorphs. One of these polymorphs has a unique structure,
consisting of flat-lying and upright-standing molecules in an
ordered arrangement. Another polymorph forms homochiral
domains with a porous quasi-Kagome structure.

■ METHODS

The experiments were performed in an ultrahigh-vacuum
(UHV) system (base pressure 2 × 10−10 mbar) equipped with
a SPECS Aarhus 150 variable-temperature STM (scan range
1.5 μm × 1.5 μm), a SPECS Phoibos 150 electron energy
analyzer, a monochromatized Al Kα X-ray source (SPECS XR
50 M, FOCUS 500), and other instruments. STM images were
obtained with an electrochemically etched W tip at 170 K in
constant current mode and processed with WSxM 5.0 Develop
9.4.48 All voltages refer to the sample. Moderate filtering
(Gaussian smooth, background subtraction) was applied for
noise reduction. The Ag(111) single crystal (purity 99.999%,
roughness <0.01 μm, orientation accuracy <0.1°, from
MaTecK, Germany) was prepared by iterated sputtering with
Ar+ ions (0.5 keV, 12 μA, 30 min) and annealing (800−820 K,
10 min). The purity and structure of the sample were checked
by XPS and low-energy electron diffraction (LEED),
respectively. Sample temperatures were measured with a
thermocouple mounted to the sample holder of the Ag(111)
crystal. The m-4PDN molecules were synthesized as described
in the Supporting Information and evaporated from a home-
built stainless steel Knudsen cell evaporator that was resistively
heated to 420 K. The Ag(111) substrate was kept at 300 K
during deposition. The molecular flux was monitored during
deposition by a quartz crystal microbalance (QCM), and the
thickness was checked with XPS afterward. Monolayer
coverage (1.0 ML) is defined as the densely packed layer
shown in the STM images in Figure 2. All other global
coverages are determined by XPS and referenced to this phase
(see Figure S1 in the Supporting Information).

■ RESULTS AND DISCUSSION

Adsorbate Structure I. Deposition of a saturated
monolayer of m-4PDN onto Ag(111) at 300 K leads to the

Figure 1. Balls-and-sticks models showing (a) linear oligophenylene
para-dicarbonitriles, (b) 1,1′:3′,1″-terphenyl-4,4″-dicarbonitrile (m-
3PDN), (c) 1,1′;4′,1″-terphenyl-3,3″-dicarbonitrile, and (d)
1,1′:3′1″:4″,1‴-quaterphenyl-4,4‴-dicarbonitrile (m-4PDN). In the
adsorbed state, m-4PDN shows two-dimensional (2D) chirality. The
two 2D enantiomers are here denoted Sp and Rp, where the lower
index p refers to the planar chirality. Color code: white, hydrogen;
gray, carbon; blue, nitrogen. The dotted line marks the position of the
mirror plane σ.

Figure 2. Adsorbate structure I: STM images of 1.0 ML of m-4PDN on Ag(111) after deposition at 300 K, showing the close-packed adsorbate
structure consisting of two different enantiomers of pairwise arranged molecules. (a) Large-scale image showing the extension of the adsorbate
structure over several terraces (with some defects). (b) Zoom-in image with superimposed 1.53(±0.10) nm × 3.74(±0.10) nm, 90°(±5°) unit cell
and space-filling models representing pairs of Sp and Rp enantiomers. Tunneling parameters for (a) and (b): U = −1.24 V and I = −0.69 nA. (c)
Structural model of the pairwise arrangement of the enantiomers Sp and Rp in two homochiral dimers, as indicated by the red (Sp) and blue (Rp)
areas. The small lower inset symbolizes the enantiomeric nature of the red and blue areas. Color code of the molecular models: white, hydrogen;
gray, carbon; blue, nitrogen.
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formation of a close-packed, well-ordered self-assembled
structure, which covers large areas of the surface with only a
few defects (Figure 2a). The rectangular 1.53(±0.10) nm ×
3.74(±0.10) nm, 90°(±5°) unit cell of this adsorbate structure
contains four molecules, corresponding to a molecular density
of 0.65 nm−2 (Figure 2b). The pairwise interaction of the
molecules is attributed to H···NC hydrogen bonds between the
nitrile group at the long arm of one molecule and the hydrogen
atoms at the short arm of the other molecule in the pair (see
the space-filling models superimposed to the STM image in
Figure 2b and the structural model in Figure 2c). The resulting
chiral pairs consist only of either Sp or Rp enantiomers. The
two neighboring pairs of molecules in the unit cell are formed
by the two different enantiomers. The interaction between
neighboring pairs (i.e., red and blue pair in Figure 2c) is
attributed to H···NC hydrogen bonds between the nitrile
group at the short arm of one molecule (e.g., in the red pair in
Figure 2c) and the hydrogen atom on the outer part of the
120° angle of another one (e.g., the blue pair in Figure 2c). A
similar pairwise packing motif has been reported for another
aromatic dicarbonitrile molecule on the Ag(111) surface.49 At
a global coverage of 1.0 ML, no other adsorbate structure has
been observed on the sample. However, we cannot fully
exclude that other structures coexist with adsorbate structure I
at this coverage due to the limited scan range of our Aarhus-
type STM (see the Methods section).
Adsorbate Structure II. If the total coverage is reduced to

0.1 ML (as determined by XPS; see Figure S1), two different
local adsorbate structures are observed. One of them shows
large areas of hexagonally arranged voids (Figure 3). Each void
is enclosed by six nodes consisting of three molecules each.
The near-hexagonal 4.20(±0.10) nm × 4.29(±0.10) nm,
118°(±5°) unit cell of this phase contains six molecules (two
nodes with three molecules each, Figure 3a). The correspond-
ing local molecular density is 0.38 nm−2, which is equivalent to
58% of the close-packed layer (i.e., to 0.58 ML) and is thus
substantially higher than the global coverage of 0.1 ML as
determined by XPS. The deviation between the coverages
determined by XPS and STM will be discussed later.
The hexagonal adsorbate structure resembles the Kagome

network (superimposed to the STM image in Figure 3a),
which is a frequently observed structure formed by organic
molecules on single crystal surfaces.35,36,50−52 However, a
closer look reveals deviations from the ideal Kagome case
because the trimer nodes and the overall network are chiral.
While the ideal Kagome lattice (wallpaper group p6m) has

mirror planes, these are absent in the present adsorbate
structure (wallpaper group p6) due to the chirality of the
nodes (see space-filling models superimposed to the STM
image in Figure 3a and the structural model in Figure 3c). The
trimer nodes appear to be stabilized by H···NC hydrogen
bonds between the nitrile group of the long arm of one
molecule and H atoms in the 120° angle of another one
(illustrated by the space-filling models superimposed to the
STM image in Figure 3a and the structural model in Figure
3c). The interaction between different trimer nodes is caused
by H···NC hydrogen bonds between the nitrile group of the
short arm and H atoms at neighboring trimer nodes. The
adsorbate structure consists exclusively of one enantiomer (Rp
in the case of Figure 3). An STM image of the enantiomeric
structure consisting entirely of Sp can be found in Figure S2.
Defect-free areas of the quasi-Kagome structure are observed

only on small scales (Figure 3a). On a larger scale, streaky
features attributed to mobile molecules as well as structural
defects occur (Figure 3b and Figure S3). Some of the pores of
the quasi-Kagome network are not empty. As illustrated in
Figures S6 and S7, a filled pore can host one or two additional
m-4PDN molecules. These molecules are not clearly resolved,
probably because they are partially mobile and rotate inside the
pore at the measurement temperature of 170 K. This is in
agreement with size considerations: the pore diameter is 2.15
nm, while the length of the molecule along its long axis is only
1.85 nm. Thus, a single molecule (and less so also a pair of
molecules) has space for rotation inside a pore (Figures S6c,d
and S7b). Because the pores are chiral, one of the two
enantiomers may be preferentially trapped (chiral recognition).
However, the chirality of the inside of the pore is not very
pronounced because it deviates only slightly from the D6h
symmetry, as can be seen in the models in Figure S6a,b. In
addition, none of the nitrile groups, which are more strongly
interacting and thus could increase the chiral bias, point
toward the inside of the pore. Therefore, we do not expect
pronounced enantioselectivity of the pore. The trapping of
additional molecules shows the suitability of the quasi-Kagome
structure as a host for guest species, as has also been discussed
in the literature.52

Adsorbate Structure III. Another adsorbate structure
observed at a total coverage (XPS) of 0.1 ML is presented in
Figure 4. The overview image in Figure 4a shows alternating
rows of darker and brighter appearance, surrounded by
disordered areas. In the zoom-in image (Figure 4b), the
typical bent shape of flat-lying m-4PDN molecules can clearly

Figure 3. Adsorbate structure II: STM images taken after deposition of 0.1 ML of m-4PDN on Ag(111) at 300 K show a quasi-Kagome adsorbate
structure consisting exclusively of the Rp enantiomer. (a) Zoom-in image with 4.20(±0.10) nm × 4.29(±0.10) nm, 118°(±5°) unit cell, space-
filling model showing a trimer node, and ideal Kagome network superimposed. (b) Large-scale image showing the long-range order of the
adsorbate structure and some streaky features attributed to mobile molecules. The inset shows a filled pore; the scale bar corresponds to 4 nm.
Tunneling parameters: (a) U = 1.74 V, I = 0.56 nA; (b) U = 1.79 V, I = 0.54 nA. (c) Structural model of six chiral trimer nodes enclosing one void.
Color code of the molecular models: white, hydrogen; gray, carbon; blue, nitrogen.
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be distinguished within the darker rows. The brighter rows
consist of parallel linear features, which we assign to upright-
standing molecules. For the dinitrile molecules shown in
Figure 1c, Marschall et al. have previously observed a coverage-
driven transition from nearly coplanar with the Ag(111)
substrate to upright-standing.47 In this case, however, the
adsorption structure uniformly consisted of upright-standing
molecules. A mixed phase with alternating flat-lying and
upright-standing molecules, as observed here, appears to be
unprecedented.
The flat-lying molecules form a zipper-like structure. Similar

to adsorbate structure II, this structure is stabilized by H···NC
hydrogen bonds between the nitrile groups of the long
molecular arm and hydrogen atoms of the phenylene rings in
the 120° angle of another one. One row of the flat-lying
molecules is exclusively formed by one enantiomer of m-
4PDN. In Figure 4b, both rows consist of the Sp enantiomer,
although they run in opposite directions. A row consisting of
Rp molecules can be seen in Figure 4a. In line with previous
work,47 we propose that the nitrile groups of the upright-
standing molecules point toward the Ag(111) surface because
of their pronounced tendency to from coordination bonds to

metals.34,41,42,47 Within a row of upright-standing molecules,
every third molecule appears shorter and slightly twisted,
whereas the other two molecules are always completely
straight. This twisting of the backbone has also been observed
in bulk crystal structures of other polyphenylene mole-
cules.38,53 We tentatively suggest that the twisting occurs to
optimize registry with the Ag(111) surface.
The upright-standing geometry is further supported by the

following observations: (a) The respective rows appear
brighter than those of the flat-lying molecules, as expected
for an increased geometric height. (b) The line scans in Figure
4d indicate that the lateral distance between two straight,
upright-standing molecules is only 0.49(±0.05) nm (averaged
over 23 pairs of linear molecules), while that between a straight
and a twisted molecule is 0.60(±0.06) nm (averaged over 43
pairs of linear and twisted molecules). These distances are
considerably smaller than the minimum lateral distance of 0.75
nm between close-packed linear, flat-lying p-quaterphenyl
dicarbonitrile molecules on Ag(111).38 In fact, the distance
between two straight molecules (0.49 nm) is closer to the
typical π-stacking distance between two coplanar benzene
molecules (0.41 nm).54

On the basis of these geometry considerations, it can be
excluded that the straight features stem from impurities of
other molecules, especially linear p-oligophenylene dicarboni-
triles. Besides the geometric argument, the presence of
impurities with linear shape can also be ruled out on the
basis of careful investigation of our m-4PDN sample by NMR
spectroscopy and other methods (see the Supporting
Information). Furthermore, linear p-oligophenylene dicarboni-
triles form submonolayer structures that are very different from
the structures we observe here.35,38

The molecular density of the adsorbate structure III shown
in Figure 4a is 0.68 nm−2. This is almost twice the density of
the quasi-Kagome structure (cf. Figure 3) and is much higher
than the global coverage of 0.1 ML (0.065 nm−2) as
determined by XPS. In fact, the local molecular density of
adsorbate structure III even slightly exceeds that of the
monolayer structure of flat-lying molecules (Figure 2, 0.65
nm−2). This is only possible if other areas of the surface are
covered with a more dilute phase, i.e., if there are lateral
variations of the local coverage. Indeed, Figure 4c shows that
the ordered domains are surrounded by areas with streaky
features, which can be attributed to mobile molecules in a
dilute phase. Similar observations were made for another
oligophenylene dicarbonitrile on Ag(111).44,47 The coex-
istence with a disordered mobile phase was also observed for
the quasi-Kagome structure (adsorbate structure II), as can be
seen in Figure S4. The adsorbate structures II and III can also
coexist in close proximity, as shown in Figure S5.
It is interesting to note that the densely packed mixed

structure III is not observed when a full monolayer of m-4PDN
is deposited, even though the local coverages of structures I
and III are very similar (0.65 and 0.68 nm−2, respectively). A
possible reason for this is that only the monolayer structure I is
thermodynamically stable, whereas the structures II and III are
metastable. In fact, the observation that both structures II and
III coexist with each other (see Figure S5 showing the
structures in close proximity) and with a dilute phase reveals
that the system is not in thermodynamic equilibrium.
Otherwise, there should be only one, the most stable, ordered
phase in coexistence with a dilute phase. (The alternative
explanation that II and III coexist, because they have

Figure 4. Adsorbate structure III: STM investigation after deposition
of 0.1 ML of m-4PDN on Ag(111) at 300 K. (a) Large-scale image
showing four rows of upright-standing molecules enclosed by flat-
lying ones, surrounded by a disordered phase. (b) Zoom-in image on
three rows of standing molecules with space-filling models super-
imposed to illustrate the twisted shape of every third standing
molecule. (c) Large-scale image showing the starting of the rows close
to a step edge (lower right) and away from a step edge (center top).
The ordered domain is surrounded by an area with streaky features,
which are attributed to a dilute phase of mobile molecules. Tunneling
parameters: (a) U = 1.68 V, I = 0.29 nA; (b) U = 1.68 V, I = 0.32 nA;
(c) U = −1.58 V, I = −0.76 nA. (d) Height profiles taken along the
(randomly chosen) lines in (b). The colors of the lines correspond to
the colors of the height profiles. Linear and twisted molecules are
indicted by L and T, respectively. The distances between the vertical
dashed lines correspond to the average distances between two linear
molecules (L−L) or between a linear and a twisted molecule (L−T).
For further details, see the text. Color code of the molecular models:
white, hydrogen; gray, carbon; blue, nitrogen.
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coincidentally the same free energy, would imply that the
system is at a triple point. This is very unlikely, especially as the
temperature (∼170 K) is not completely constant during the
measurements. This means that a possible triple point would
be left.) The formation of the unusual metastable structure III
may be kinetically driven and may require a lower average
molecular density and the presence of a dilute phase to permit
a suitable low-energy path. Such dynamic considerations,
however, cannot be further pursued with our current
methodology but should be addressed in the future by
multiscale molecular dynamics simulations.

■ CONCLUSIONS
(Sub)monolayer phases of the quaterphenyl dicarbonitrile m-
4PDN on Ag(111) form several polymorphs, including one
with an unprecedented arrangement of flat-lying and upright-
standing molecules. At saturation coverage (1.0 ML), a close-
packed structure is formed, in which the molecules are nearly
coplanar with the surface (flat-lying) and form chiral dimers
stabilized by H···NC hydrogen bonds. Each dimer contains
only one of the two possible 2D enantiomers of m-4PDN. The
two types of enantiomeric dimers are arranged alternatingly,
forming a lattice with a nonprimitive rectangular unit cell. At
low coverage (0.1 ML), two well-ordered phases with higher
local coverages coexist with a mobile dilute phase. One of the
ordered phases has a chiral quasi-Kagome structure with a
hexagonal unit cell containing six molecules. Its hexagram-
shaped pores are surrounded by six chiral trimer nodes and
sometimes host additional molecules. This phase forms two
enantiomeric domains, which are homochiral, i.e., contain only
one of the two 2D enantiomers of m-4PDN. The other ordered
phase consists of alternating rows of flat-lying and upright-
standing molecules. The upright-standing molecules are
identified by their straight shape, brighter appearance in
STM, and denser packing. Because of the latter, this adsorbate
structure has a higher local coverage than the saturated
monolayer of flat-lying molecules. The observed morphological
variability is attributed to the terminal −CN groups, which can
not only engage in various intermolecular hydrogen bonds but
also bind to the metal surface, and to the 2D chirality of the
molecule.
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1. Coverage determination by X-ray photoelectron spectroscopy 

 

 

Figure S1. C 1s (left) and Ag 3d (right) XP spectra of m-4PDN on Ag(111). The coverage was 
determined by the C 1s/Ag 3d intensity ratios. The intensity ratio of the sample with 1.0 ML 
coverage was used as reference for a close-packed layer according to the STM results (cf. Figure 
2 of the main text). Circles: experimental data points; black solid line: total fit; colored solid 
lines: single fitted peaks; dashed black line: background. The C 1s signal of the sample with 
1.0 ML coverage was fitted with four peaks (green: aromatic C atoms; blue: nitrile C atoms; 
orange: satellite peaks). For the spectrum with 0.1 ML coverage the satellite peaks are not 
visible and thus omitted in the fit. The ratio between the nitrile and the aromatic C atoms was 
fixed to 2/24 according to the expected stoichiometry in the molecule. The Ag 3d signal was 
fitted with two doublet peaks (green: main peak; orange: satellites). 
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2. Additional STM images 

 

 

Figure S2. Additional STM image of adsorbate structure II formed by 0.1 ML of m-4PDN on 
Ag(111) consisting exclusively of the Sp enantiomer with space-filling models of the molecule 
superimposed. Tunneling parameters: U = 1.74 V, I = 0.29 nA. 

 

 

Figure S3. Additional STM image of adsorbate structure II formed by 0.1 ML of m-4PDN on 
Ag(111) showing the extension over a terrace with a size of at least 150 nm × 150 nm. Tunneling 
parameters: U = 1.44 V, I = 0.20 nA. 
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Figure S4. Additional STM image of adsorbate structure II formed by 0.1 ML of m-4PDN on 
Ag(111) coexisting with a dilute phase of mobile molecules. This coexistence explains the 
deviations between local coverages determined by STM and global coverages determined by 
XPS. Tunneling parameters: U = 1.74 V, I = 0.31 nA. 

 

 

Figure S5. Additional STM image of 0.1 ML of m-4PDN on Ag(111) showing the coexistence 
of adsorbate structure II (quasi-Kagome, center-top) and adsorbate structure III (mixed phase, 
black frame, lower-right). Tunneling parameters: U = 1.74 V, I = 0.45 nA. 
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3. Trapped molecules in porous adsorbate structure II 

(a) (b) 

 
(c) (d) 

 
 

 

Figure S6. Molecular model depicting a pore of adsorbate structure II (exclusively consisting 
of the Rp enantiomer) with one molecules inside. (a) Rp enantiomer, (b) Sp enantiomer. (c, d) 
Overlay of the trapped molecules in 6 different orientations (each rotated by 60°), illustrating 
that rotation faster than the scanning speed of the STM imaging could produce the image 
presented in Figure 3b (inset) of the main text. 
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(a) (b) 

 

Figure S7. (a) Molecular model depicting a pore of adsorbate structure II (exclusively 
consisting of the Rp enantiomer) with a pair of trapped molecules (Rp enantiomer). (b) Overlay 
of three pairs of trapped Rp enantiomers, each rotated by 120°. The model illustrates that 
rotation of the pair faster than the scanning speed of the STM imaging could produce the image 
presented in Figure 3b (inset) of the main text. 

 

155



P5

S7 
 

4. Synthesis of 1,1´:3´1´´:4´´,1´´´-quaterphenyl-4,4´´´-dicarbonitrile (m-4PDN) 

4.1. Overview 

4.2. Synthesis of biphenyl-3,4’-diylbis(trimethylsilane)  

1,3-Diiodobenzene (1.32 g, 4.0 mmol, 1.3 equiv.) was dissolved in diethyl ether (25 mL) under 
inert atmosphere and cooled to 78 °C.  First, n-butyl lithium (2.5 M in hexane, 1.6 mL, 4.0 
mmol, 1.3 equiv.) was added dropwise and after 30 min chlorotrimethylsilane (0.5 mL, 3.9 
mmol, 1.3 equiv.) was added. The mixture was warmed to room temperature and stirred for an 
additional 30 min. Thereafter, the solution was cooled to 78 °C and n-butyl lithium (2.5 M in 
hexane, 1.6 mL, 4.0 mmol, 1.3 equiv.) was added dropwise. Then, the solution was warmed to 

40 °C and ZnBr2 (1.30 g, 5.8 mmol, 1.9 equiv.) was added. Then the mixture was warmed 
slowly to 0 °C and diluted with cold THF (25 mL) and (4-iodophenyl)trimethylsilane (850 mg, 
3.08 mmol, 1.0 equiv.) as well as Pd(PPh3)4 (175 mg, 0.15 mmol, 4.9 mol%) were added. The 
mixture was stirred at ambient temperature for 15 h before filtration through a small plug of 
silica gel (eluent: pentane:diethyl ether = 10:1). The solvent was removed under reduced 
pressure and the residue was purified by column chromatography (eluent: pentane) giving 
biphenyl-3,4’-diylbis(trimethylsilane) (822 mg, 2.75 mmol, 89%) as colorless solid.  
1H NMR (300 MHz, CDCl3):  = 7.74 (s, 1H), 7.67-7.50 (m, 6H), 7.45 (t, J = 7.4 Hz, 1H), 
0.37-0.25 (m, 18H) ppm. 
13C NMR (75 MHz, CDCl3):  = 142.1, 141.0, 140.5, 139.1, 133.8, 132.3, 132.2, 128.1, 
127.7, 126.7, -1.1 ppm.  

IR (Film):  = 3054, 3017, 2953, 2894, 1594, 1465, 1404, 1375, 1314, 1247, 1113, 1038, 829, 
789, 751, 696, 652, 620, 573, 521, 435, 408 cm-1. 

 

4.3. Synthesis of 3,4’-diiodobiphenyl 

Biphenyl-3,4‘-diylbis(trimethylsilane) (190 mg, 0.54 mmol, 1.0 equiv.) was dissolved in 
dichloromethane (2.0 mL) and cooled to 78 °C. Then a solution of iodine monochloride (1 M 
in dichloromethane, 1.2 mL, 1.2 mmol, 2.2 equiv.) was added. After 1 h, the reaction mixture 
was filtered over a small plug of silica gel (eluent: pentane). The filtrate was washed with 
saturated aqueous Na2SO3 solution, dried over MgSO4, filtered and the solvent was removed 
under reduced pressure. 3,4’-Diiodobiphenyl (220 mg, 0.54 mmol, 100%) was obtained as 
colorless solid, which was used in the synthesis of 1,1‘:3‘,1‘‘:4‘‘,1‘‘‘-quaterphenyl-4,4‘‘‘-
dicarbonitrile without further purification. 
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4.4. Synthesis of 1,1‘:3‘,1‘‘:4‘‘,1‘‘‘-quaterphenyl-4,4‘‘‘-dicarbonitrile  

3,4’-Diiodobiphenyl (220 mg, 0.54 mmol, 1.0 equiv.), 4-cyanophenylboronic acid (195 mg, 
1.33 mmol, 2.5 equiv.), K3PO4·H2O (945 mg, 4.10 mmol, 7.6 equiv.) and Pd(PPh3)4 (30 mg, 26 
μmol, 4.8 mol%) were dissolved in anhydrous THF (10 mL) under inert atmosphere. The 
mixture was stirred at 65 °C for 20 h, then filtered over a small plug of silica gel (eluent: 
chloroform:ethyl acetate = 10:1) and the solvent was removed under reduced pressure. The 
residue was purified by column chromatography (eluent: pentane:ethyl acetate = 5:1  4:1 + 
10% dichloromethane) giving 1,1‘:3‘,1‘‘:4‘‘,1‘‘‘-quaterphenyl-4,4‘‘‘-dicarbonitrile (106 mg, 
0.30 mmol, 55%) as colorless solid. 
1H NMR (300 MHz, CDCl3):  = 7.85-7.82 (m, 1H), 7.81-7.66 (m, 13H), 7.63-7.58 (m, 2H) 
ppm.  
13C NMR (75 MHz, CDCl3):  = 145.4, 144.9, 141.2, 140.9, 139.9, 138.4, 132.6 (2C), 129.7, 
127.9, 127.8, 127.7, 127.6, 127.3, 126.5, 126.0, 118.83, 118.80, 111.2, 111.1 ppm 

IR (film, CH2Cl2):  = 3056, 2223, 1601, 1475, 1390, 1310, 1254, 1179, 1116, 1005, 908, 
827, 794, 734, 698, 652, 610, 557, 476 cm-1.  

HRMS (EI): m/z [M]+ calculated for C26H16N2: 356.1313; found: 356.1308. 
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4.5. NMR Spectra 

Biphenyl-3,4’-diylbis(trimethylsilane): 
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1,1‘:3‘,1‘‘:4‘‘-1‘‘‘-Quaterphenyl-4,4‘‘‘-dicarbonitrile: 
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Summary

In this publication the interphase formation between meso-tetraphenylporphyrin
(2HTPP) and Co is studied using hard X-ray photoelectron spectroscopy (HAX-
PES). For this purpose Co is deposited onto multilayers of 2HTPP and the
reaction depth is monitored by using different X-ray excitation energies.

If Co is deposited on a multilayer film of 2HTPP Co tetraphenylporphyrin
(CoTPP) is formed as the reaction product. However, this reaction does not
lead to an abrupt interface but rather to an interphase, in which reacted
CoTPP and 2HTPP coexist. Under the assumption of three distinct layers (i.e.
Co/CoTPP/2HTPP) analysis of the N 1s XP spectra yields a thickness of the
CoTPP layer of 1.6 nm. This result is confirmed by numerical simulations of
the N 1s intensities. In addition, the more complex concentration profile in the
interphase is modeled using a genetic algorithm.

Own Contribution

For this publication I was part of the experimentalist team, who performed the
HAXPES experiments at the HIKE end-station of the KMC-1 beamline (cf.
Section 3.4.3) at the synchrotron radiation facility BESSY II in Berlin during
two beamtimes. The sample preparations and measurements were carried out
together with Dr. Min Chen, Dr. Han Zhou, Dr. Benedikt P. Klein, Dr. Malte
Zugermeier, Dr. Hans-Jörg Drescher, and Dr. Martin Schmid. Dr. Min Chen
and Dr. Martin Schmid performed the data analysis and wrote the manuscript.
I contributed to its discussion together with all other co-authors.
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Formation of an interphase layer during
deposition of cobalt onto tetraphenylporphyrin:
a hard X-ray photoelectron spectroscopy
(HAXPES) study†

Min Chen,a Han Zhou,a Benedikt P. Klein,a Malte Zugermeier,a Claudio K. Krug,a

Hans-Jörg Drescher,a Mihaela Gorgoi,b Martin Schmida and J. Michael Gottfried*a

The interface formation upon vapor deposition of a metal onto a molecular organic semiconductor was

studied using a well-defined complexation reaction between a metal and a porphyrin. Specifically, metallic

cobalt (Co) was vapor deposited onto a thin film of 2H-tetraphenylporphyrin (2HTPP) at room temperature.

The resulting interface was probed with Hard X-ray Photoelectron Spectroscopy (HAXPES) using photon

energies between 2 and 6 keV to obtain a detailed depth profile of the chemical composition.

Characteristic changes in the N 1s core level signals reveal the formation of a cobalt tetraphenylporphyrin

(CoTPP) layer between the Co and 2HTPP layers. Assuming an abrupt interface between CoTPP and 2HTPP

(layer-by-layer model), analysis of the XPS data results in a thickness of the CoTPP reaction layer of 1.6 nm.

However, a more advanced numerical analysis allowed us to reconstruct details of the actual depth

distribution of the CoTPP interphase layer: up to a depth of 1.5 nm, all 2HTPP molecules were converted

into CoTPP. Beyond this depth, the CoTPP concentration decreases sharply within 0.15 nm to zero.

1. Introduction

The performance of organic-electronic devices, such as organic
light emitting diodes (OLED),1,2 organic thin film transistors
(OTFT),3 and organic photovoltaic (OPV) devices4 depends on
the electronic, chemical, and geometric structure of interfaces
between metals and organic semiconductors.5,6 The alignment
of the frontier molecular orbitals of a molecular semiconductor
with respect to the Fermi level of the adjacent metal determines
the energy barrier for electron (hole) injection at the cathode
(anode), which is among the key factors influencing charge
injection efficiency and ultimately device performance.7,8 Possible
diffusion processes and chemical reactions at the metal/organic
contact (interface) are very important, because the resulting
reacted interphase layer (Fig. 1) will separate the metal from
the pristine organic semiconductor and therefore influence
wave function overlap, charge injection rates, and energy level
alignment.

Most previous model studies of metal/organic interfaces
focused on well-controlled systems involving abrupt, non-reactive

interfaces, such as monolayers of organic molecules on (mostly
inert) single-crystal surfaces. In contrast, interfaces in real
devices are typically buried interfaces and may involve reactive
low-work function metals, which are often directly deposited
onto the organic layer. As a consequence, the electron-injecting
electrode partially reacts with the organic substrate, forming
a chemically complex interface structure. The organometallic
compounds formed at such reactive metal/organic interfaces have
received increasing interest in the recent years. Despite the fact

Fig. 1 Physical vapor deposition of metals onto molecular organic solids.
Formation of (a) an abrupt interface and (b) a diffuse reaction zone
(interphase). Here, deposition of cobalt (Co) onto tetraphenylporphyrin
(2HTPP) leads to the formation of an interphase layer consisting of
cobalt(II)tetraphenylporphyrin (CoTPP), as shown in (b).
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that a detailed chemical and structural understanding of this
contact could be beneficial for the rational design of organic
electronic devices, systematic investigations of reactive buried
interfaces between metals and molecular organic semiconductors
are rather rare.9–13 More related studies were performed with
interfaces between metals and polymer semiconductors, but
in most cases, no detailed depth profiling of the extended
interphase layer was performed.14–21

In this work, we intend to study the diffusion and reaction
of a metal during its deposition onto a molecular organic
semiconductor. As a suitable model process, we chose the deposi-
tion of cobalt onto 2H-tetraphenylporphyrin, because these reactants
are known to undergo a well-defined redox reaction forming
the complex cobalt-tetraphenylporphyrin (CoTPP).22,23

2HTPP + Co0 - CoIITPP + H2m (1)

This reaction is suitable for monitoring the diffusion of the
metal into the organic material for the following reasons:
(a) the reactant 2HTPP and the product CoTPP can easily be
distinguished by photoelectron spectroscopy, (b) there are no
side reactions between the metal and the porphyrin molecules,
and (c) the reaction has a very low barrier and thus is fast
at room temperature.23 It is advantageous as well that the
metalation of porphyrins and other tetrapyrroles is a very well
understood reaction type and has been studied in detail for a wide
range of systems.24–27 Most metalation studies were performed
with porphyrin monolayers. However, there are also studies in
which metalation was achieved by vapor deposition of metal
atoms onto porphyrin multilayers, i.e., in the absence of a metal
surface.28 Specifically, it has been confirmed that 2HTPP
monolayers readily react with Co at room temperature to form
CoTPP.22,23 Fast room-temperature reaction was also reported
for the deposition of Fe onto 2HTPP multilayers, resulting in
the formation of FeTPP.28

In the following, we will introduce the depth profiling by
hard X-ray photoelectron spectroscopy (HAXPES) and describe
several approaches for data analysis, before we apply them to
variable-energy HAXPES data for the Co/2HTPP system. Using a
genetic algorithm, a detailed concentration vs. depth profile for
the interphase species, CoTPP, is obtained.

2. Methods
2.1. Depth profiling with hard X-ray photoelectron
spectroscopy (HAXPES)

There are various complementary approaches for depth profiling
with X-ray photoelectron spectroscopy (XPS): incremental ion
bombardment is used to successively expose the deeper layers
of the sample for XPS analysis, which is then performed in the
surface-sensitive kinetic energy regime. While this method
provides a potentially very large information depth, it is destruc-
tive and alters the composition of the sample because of element-
specific sputtering probabilities. Another approach uses the
variation of the information depth with the electron collection
angle. As typically performed with laboratory X-ray sources, this

method has only a small maximum information depth of few
nanometers. The third approach extends the information depth
by increasing the kinetic energy of the photoelectrons through
the usage of hard X-rays and is therefore termed Hard X-ray
Photoelectron Spectroscopy (HAXPES).29–32 HAXPES is typically
performed with synchrotron radiation, which allows for depth
profiling by variation of the photon energy. The key to this method
is that the information depth of XPS is determined by the
photoelectrons’ escape depth, which is a direct function of their
kinetic energy. Due to energy conservation, the kinetic energy
Ekin depends linearly on the applied photon energy hn according
to Ekin = hn � Eb, in which Eb is the electron binding energy. The
distance over which the photoelectrons can, on average, travel
through a solid material without losing energy is referred to as
inelastic mean free path (IMFP) l, which is a function of Ekin. The
probability that a photoelectron, created at a depth z below the
solid/vacuum interface, actually reaches this interface without
being subject to energy loss decreases exponentially. The ratio
between the initial flux of photoelectrons at a depth z(I0) and
the flux measured at the solid/vacuum interface (I) is given by:

I

I0
¼ e�z=l cos y (2)

This equation, in which y is the angle between the electron trajectory
and the surface normal, also provides the precise definition of l.
Because of the exponential dampening of the signal with increasing
z, approximately 95% of the total signal of a given photoelectron
line emerge from a near-surface layer with a thickness of 3l�cosy.
This value is typically referred to as information depth. For most
materials, l increases monotonically with the kinetic energy for
energies above 100 eV.33,34 As a consequence, the relative contribu-
tion of the electrons originating from deeper layers to the total signal
increases for larger photon energies, as illustrated in Fig. 2.

In this study, HAXPES depth profiling was performed in normal-
emission geometry by variation of the photon energy, rather than
by variation of the detection angle at constant photon energy.

Fig. 2 Relation between photon energy, information depth and relative
contributions of the different layers. The photon energy (green wave)
increases from left to right. The photoelectron escape probability from
different layers (gray, purple, blue) is indicated by arrows, the length of which
correlates with the IMFP. The contribution to the XPS signal, normalized to
total area, as a function of vertical position, is given as the width of the red
areas. Note that this scheme assumes constant photoelectron production
rate (number of arrows) and hence is not taking changes of photon flux and
cross sections into account. Especially the reduced photoemission cross
sections at higher photon energies would typically lead to a global decrease
of the signal intensity from left to right.
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This approach has the advantage that effects of the surface rough-
ness on the depth coordinate are minimized.35 For example, even if
the local surface inclination (due to roughness) would be as large as
101 relative to the surface normal, the path length of the photo-
electrons (and thus the apparent thickness) increases by only a
factor of 1.015, i.e., by 1.5%. The actual magnitude of the local
surface inclination of the 2HTPP film is expected to be much lower
than this: according to a previous study for 50 nm 2HTPP films on
polycrystalline Au, an arithmetic roughness of Ra = 18.2 nm was
reported,36 while the protrusions had a mean perimeter of around
4 mm. From these values, one can geometrically estimate a typical
local inclination of the 2HTPP surface of the order of 11. For a
global normal-emission geometry, this increases the path length by
a negligible factor of 1.0002.

Previous studies suggest that preferential orientation of the
molecules in the film is possible. For a 2HTPP film with a thickness
of 7 nm on Au(111), a preferential orientation of themolecules with
an angle of 241 between molecular plane and surface was
reported.37 A similar value of 281 was reported for 20 nm thick
ZnTPP films on Ag(poly).38 High degrees of geometric order are not
unique to porphyrin films, but have also been found for thin films
of other tetrapyrrole compounds such as phthalocyanines.39,40

The HAXPES technique is also suitable for inspecting the inter-
face between two different bulk phases, e.g., between ametal and an
organic material, provided that the interface-related signals are not
obscured by signals from the bulk phase above. In recent related
work, the characterization of the electronic states in buried layers
using bias voltage dependent HAXPES has been proposed.41,42 By
analyzing the HAXPES data taken with changing detection angles,
Shibuta et al. have unveiled the depth profile of specific chemical
states at the buried hetero-interface of organic/organic (CuPc/C60)
and metal/organic (Au/C60) systems.43 In our study, we take advan-
tage of chemical depth profiling with HAXPES to investigate the
model system Co/2HTPP. The photon energy dependent intensities
of individual features in the recorded XP spectra are used to
determine the vertical extension of the CoTPP interphase layer
formed by the reaction between the pure metal (Co) and the pristine
organic phase (2HTPP).

3. Experimental
3.1. Hard X-ray photoelectron spectroscopy (HAXPES)

The photoemission measurements were carried out at the
synchrotron radiation source BESSY II (Helmholtz-Zentrum
Berlin) using the HIKE end-station located at the beamline
KMC-1.44,45 The HIKE system is designed for hard X-ray, high
kinetic energy photoelectron spectroscopy (HAXPES) experiments
in the excitation energy range from 2 keV to 12 keV. A Scienta
R4000 hemispherical electron analyzer, which is suitable for
electron kinetic energies of up to 10 keV, is installed in the
experimental setup. Photoelectron spectra were recorded for each
sample, tuning the photon energy from 2 keV up to 6 keV in steps
of 1 keV. In all measurements, photoelectrons were detected
along the surface normal (01). The photon incidence angle was
801 relative to the surface normal. Reduced photon flux of the

beam line at high photon energies was partially compensated
by increased measurement time. To minimize potential beam
damage, the position of the incident beam on the sample was
shifted for each recorded spectrum. The reported binding
energies were referenced to the Au 4f peak of a clean Au surface
mounted in close vicinity to the sample. Since only the relative
intensities of the individual features are necessary for the
discussion, all spectra were normalized to the total area for
enhanced comparability. The intrinsic band width of the
monochromator in the beam line changes with energy, as can
be seen in Fig. 3, and increasingly reduces the energy resolution
as the photon energy increases. For comparison, the full width
at half maximum (FWHM) of the Au 4f7/2 peaks from the
reference spectra are listed in Table 1.

3.2. Sample preparation

2H-Tetraphenylporphyrin (2HTPP, purity 498%, Porphyrin
Systems GbR) was degassed in vacuum for 24 h at 420 K prior
to deposition. Naturally oxidized Al foil was cleaned by Ar ion
sputtering (1 keV, 5.3 mA) for 10 minutes such that the oxide layer
is partially preserved and an inert yet sufficiently conductive
substrate is obtained. 2HTPP multilayers were prepared by vapor
deposition from a home-built Knudsen cell evaporator onto the
cleaned Al foil held at 300 K. The vapor deposition of cobalt was
carried out with an Omicron e-beam evaporator (FOCUS EFM 4).
A cobalt rod with a diameter of 2 mm and purity of 99.99%
purchased from Mateck was used as evaporant. For preparation
of the layered sample, 18 nm 2HTPP were deposited first onto a
cleaned aluminum foil, whereafter 1.8 nm Co were deposited
onto the 2HTPP layer with a flux of 0.03 nm per minute. The
sample was strictly held at room temperature during the deposi-
tion steps. Flux and thickness measurements were performed
with a quartz crystal microbalance (QCM).

3.3. Monte-Carlo simulation of the photoelectron spectra
with SESSA

Simulation of the XP spectra of the layered system was per-
formed with the National Institute of Standards and Technol-
ogy (NIST) Database for the Simulation of Electron Spectra for
Surface Analysis (SESSA).46,47 This very versatile database and
simulation package employs the partial-intensity approach for
the electron–solid interaction.48,49 This approach breaks down
the total emitted yield of photoelectrons into groups, which are
characterized by the number of elastic or inelastic collisions
that the electrons have experienced on their path through the
solid. Simulation of the electron trajectories is performed by a
Monte-Carlo method. The energy distribution after a certain
number of collisions is obtained by taking the probability of an
inelastic loss into account for each collision. A more detailed
description of the approach is given elsewhere.46–49

3.4. Numerical extraction of the concentration profile

To extract the depth profile of the reaction zone beyond
the approximation of layers with abrupt interfaces, a genetic
algorithm was used to ‘breed’ the CoTPP concentration profile
that is in best agreement to the experimental values.
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Genetic algorithms are frequently used when an optimization/
minimization problem cannot be solved by conventional methods,
which rely on a gradual improvement of a certain optimization
criterion. For an overview, see for instance Mühlenbein et al.50

4. Results

To obtain reference spectra of the initial pristine 2HTPP layer, 18 nm
of the metal-free ligand tetraphenylporphyrin (2HTPP) were vapor
deposited onto the cleaned aluminum foil at room temperature.
Afterwards, photoemission measurements were performed on this
sample. Fig. 3a displays the resulting N 1s XP spectra for photon
energies from 2 to 6 keV. The two peaks represent the two chemically
different nitrogen species (–NH– at 401.4 eV, green; –NQ at
399.3 eV, red). The peak separation of 2.1 eV and the peak shape
remain almost unchanged in all spectra, except for the resolution-
dependent Gaussian peak broadening. Furthermore, the intensity
ratio of the two peaks is close to the stoichiometric 1 : 1 value.

After deposition of 1.8 nm Co onto the 2HTPP layer at room
temperature with a Co flux of 0.03 nm per minute, HAXPES
measurements with identical settings were performed (Fig. 3b).

A new feature (blue peak, 399.1 eV) appears between the
original N 1s peaks related to 2HTPP. By comparison with the
literature, the new feature is unambiguously assigned to CoTPP
as the product of the direct metalation of the porphyrin.24–27 As
can be seen, the intensity of the new feature is highest at 2 keV
and decreases with increasing photon energy.

Note that a complete metalation of an 18 nm thick 2HTPP layer
requires a stoichiometric amount of Co that is equivalent to a Co
layer of 0.3 nm thickness. Despite the excess of Co used in the
experiment (1.8 nm), the 2HTPP film is still only partially meta-
lated. This behavior is expected for a layered structure in which
most of the Co is contained in a metal layer on top of the organic
phase. Furthermore, after deposition of Co, the peak positions
corresponding to the original N species as well as the features in
the C 1s spectra (see the ESI†) shift by 0.9 eV towards lower binding
energies. This shift is most likely due to electron injection from
the Co layer to the porphyrin layer, introducing band-bending
at the metal/semiconductor interface.7 Metal-induced lifting of
residual charging could also contribute to this shift.

5. Analysis and discussion
5.1. Co/CoTPP/2HTPP layered system (abrupt interface
approximation)

The photoelectron intensity originating from an energy level
of an atomic species, which is embedded in a homogeneous
material, is given by

I ¼
ð1
0

FsDke�z=l cos ydz (3)

Table 1 Photon energies and related widths of the Au 4f7/2 signal as a
measure of the overall energy resolution

Photon energy (keV) Au 4f7/2 FWHM Monochromator crystal

2 0.61 Si(111)
3 0.70 Si(111)
4 0.57 Si(311)
5 0.70 Si(311)
6 0.87 Si(311)

Fig. 3 N 1s spectra of an 18 nm 2HTPP layer, taken (a) before and (b) after vapor deposition of 1.8 nm Co. The photon energies increase from bottom to
top as indicated. This leads to related change of the inelastic mean free path (IMFP) l, as shown on the right. The IMFP values were taken from the work of
Ashley et al.51 The two peaks (green, red) in the left panel correspond to the two nitrogen species in pristine 2HTPP (green, –NH– and red, –NQ); the
additional peak in the right panel corresponds to CoTPP formed by the interface reaction according to eqn (1).
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where F represents the X-ray flux, s the cross section for
photoionization for a given atom within a given shell and given
photon excitation energy, D the number density, i.e., atoms per
volume, of the given species, k the spectrometer factor (which
depends on the analyzer), l the inelastic mean free path of
electrons with a certain kinetic energy in a given material, and z
is the distance that photoelectrons must travel through the
material to escape into the vacuum. The exponential term in
eqn (3) is the Beer–Lambert law.

For the layered, reactive system in this study, the intensity ratio
between N 1s signals of the pristine, unreacted species (2HTPP,
index ur) and the reacted species (CoTPP, index r) is given by
eqn (4a). The conditions of our experiment imply lr = lur, sr = sur,
F = const., k = const. and y = 901, which leads to eqn (4b):

Ir

Iur

� �
¼ Fsrk

Fsurk
�
Ð1
0 DrðzÞ exp � z

lr cos y

� �
dz

Ð1
0 DurðzÞ exp � z

lur cos y

� �
dz

(4a)

¼
Ð1
0 crðzÞ exp �z

l

� �
dzÐ1

0
1� crðzÞ
� �

exp �z

l

� �
dz

(4b)

In eqn (4a) and (4b), the number density Dr(z) of the reacted
species at a given depth z is the product of the (constant) number
density of the porphyrin moiety r and the probability cr(z) that a
given molecule at a depth z belongs to the reacted species. In
eqn (4b), the eqn (5b) for Dur(z) was applied:

Dr(z) = r�cr(z) (5a)

Dur(z) = r�cur(z) = r�(1 � cr(z)) (5b)

The usage of a constant density r is justified, because the unit
cell volumes for 2HTPP and CoTPP are very similar.52,53 For the
tetragonal crystal structure, the atomic densities of N atoms in
2HTPP layers (r2HTPP = 5.02 � 1027 atoms per m3) and CoTPP
layers (rCoTPP = 5.05 � 1027 atoms per m3) can be considered
identical for our purposes.

First, we consider the approximation of an abrupt CoTPP/
2HTPP interface at a depth d, with an infinitely thick unreacted
2HTPP layer underneath: for this system, eqn (4b) can be
simplified such that the value of d can be extracted from the
measured intensity ratio Ir/Iur. The abrupt interface assumption
is mathematically expressed as

crðzÞ ¼
1 z � d

0 z4 d

(
(6a)

curðzÞ ¼
0 z � d

1 z4 d

(
(6b)

With eqn (6a) and (6b), eqn (4b) simplifies to:

Ir

Iur

� �
¼

Ð d
0
exp �z

l

� �
dzÐ1

d
exp �z

l

� �
dz

(7)

Which leads to:

d ¼ l ln
Ir

Iur
þ 1

� 	
(8)

The derivation of eqn (8) requires the approximation that
Iur corresponds to a saturated signal from the unreacted layer, i.e.,
the unreacted layer must be infinitively thick (‘infinitely’ in a sense
that the layer is thick enough to exceed by far the information depth
of XPS).18,54,55 However, depending on the experimental conditions,
this approximation is not necessarily true. In particular, the organic
films in this study are not thick enough to be considered as bulk-like
substrates in the regime of high photon energies. (Note that thicker
film were not used because otherwise charging problems could
occur during the XPS experiment.) Therefore, eqn (8) has to be
modified, as will be described in the following section.

For an abrupt CoTPP/2HTPP interface at a depth d with an
unreacted layer of finite thickness l underneath, there is only a
limited probability of finding an unreacted molecule. This is
described by the following relation:

curðzÞ ¼
0 0o z � d

1 do z � l

0 z4 l

8>>><
>>>:

(9)

Applied to eqn (4b), this leads to:

Ir

Iur

� �
¼

Ð d
0exp �z

l

� �
dzÐ l

dexp �z

l

� �
dz

(10)

which can be solved and re-arranged to calculate the layer
thickness by the relation:

d ¼ l ln

Ir

Iur
þ 1

1þ Ir

Iur
� e� l

l

0
BB@

1
CCA (11)

If eqn (11) is employed to calculate the thickness d of the CoTPP
layer from the ratios Ir/Iur at different photon energies, an
average value of 1.62 nm is obtained. The required values for
the inelastic mean free paths have been obtained from the work
of Ashley et al.51 In agreement with the considerations above,
the usage of eqn (8) did not result in a consistent reaction depth
(due to the limited thickness of the 2HTPP layers in our study).
Table 2 summarizes the results.

Table 2 Energy-dependent inelastic mean free path51 of N 1s electrons,
together with the intensity ratios Ir/Iur and the therefrom calculated
reaction depths d, without (eqn (8)) and with (eqn (11)) taking the finite
thickness of the organic substrate into account

Photon energy (keV) IMFP (nm) Ir/Iur

Reaction depth (nm)

Eqn (8) Eqn (11)

2 4.03 0.51 1.66 1.64
3 6.02 0.32 1.67 1.58
4 7.89 0.27 1.88 1.67
5 9.67 0.22 1.92 1.60
6 11.39 0.20 2.08 1.62
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The presented arguments are also valid in the presence of an
additional, e.g., metallic, cover layer. Both XPS signals, either
from the reacted or the unreacted layer, will be attenuated in
the same way, i.e., the intensity is reduced by a common factor.
Since the calculation uses the ratio of the signal intensities, this
factor cancels out and the influence of the top layer can be
ignored in this approach.

5.2. Simulation by SESSA for the abrupt interface
approximation

In the treatment in Section 5.1, elastic scattering of the
electrons was not taken into account. In reality, however, elastic
scattering has the effect of lengthening the average path for a
photoelectron emerging from a solid, a process that should
ideally be treated as a diffusion problem.56 As described in
Section 3.3, the database and program package SESSA (Simulation
of Electron Spectra for Surface Analysis),46–49 which was used
here for this treatment, performs Monte Carlo simulations
of the energy and angular distribution of photoelectrons for
signal generation in XPS. Both multiple inelastic and elastic
scattering of photoelectrons are included to achieve a more
realistic analysis.

The geometries, especially the polarization and gracing
incidence (801) of the photon beam with variable energy, are
set to match the experimental conditions. The photoelectrons
are collected perpendicular to the sample’s surface using a
field of view of 151. The substrate is approximated by an Al
substrate covered by a 4 nm aluminum oxide (Al2O3, Egap = 7 eV,
r = 4 g cm�3) layer57,58 followed by a 2HTPP (C44H30N4, Egap =
2.2 eV, r = 1.22 g cm�3) layer59–61 and a CoTPP (C44H28N4Co,
Egap = 2.5 eV, r = 1.42 g cm�3) layer53,62 of variable thicknesses.
Furthermore, samples are capped by a cover layer of metallic
Co. Parameters for the individual peaks were taken from the
fitting results of the experimental data (N 1s) or from tabulated
values (C 1s, N 2s, Al 2s, Al 2p, Co 2p, Co 3s). Abrupt Co/CoTPP
and CoTPP/2HTPP interfaces were assumed.

As shown in Fig. 4, after suitable settings for the experi-
mental geometry and the employed excitation source (photon
energy, polarization state and direction), the simulation was
achieved diligently by adjusting compositions and sublevel peak
parameters, until maximum consistency between simulated (red,
solid lines) and measured spectra (black, round circles) was
achieved. In the region of the N 1s main peaks, the simulated
curves reproduce experimental spectra quite well. The simulated
spectra show a slightly higher background, which probably arises
from the large amount of scattered electrons from abundant
metallic cobalt. Other models with different sample composi-
tions were also evaluated. Specifically, additional simulations
with 1.3 nm CoTPP or 1.9 nm CoTPP at the excitation energy of
2 keV were performed. The resulting spectra, which are displayed
at the bottom of Fig. 4 for comparison, show that the total
simulated N 1s peak shape varies substantially with the thickness
of the CoTPP layer. The comparison presented in Fig. 4 predicts a
thickness of 1.6 nm CoTPP with satisfactory accuracy. This agrees
well with our calculation by signal damping in Section 5.1, where
we obtained an average thickness of the CoTPP layer 1.62 nm.

5.3. Analysis beyond the abrupt-interface approximation

Up to this point, it was assumed that the reacted interphase
layer (CoTPP) and the unreacted organic material (2HTPP)
below are separated by an abrupt interface. However, since
the migration and distribution of Co atoms in the organic
material is driven by diffusion, such an abrupt interface can
only be an approximation. Since it is known that in a related
two-dimensional system the diffusion of metal atoms (Fe) in a
layer of 2HTPP is faster than the metalation reaction,28 it is
possible that individual Co atoms migrate into the 2HTPP layer
without reacting immediately, in particular since the activation
barrier for metalation is higher for Co compared to Fe.23 This
scenario would give rise to a CoTPP concentration profile cr(z),
which will decrease continuously (and monotonically) into the
2HTPP bulk. However, if cr(z) does not have the simple shape
according to eqn (6) or eqn (9), a numerical solution of eqn (4b)
is not feasible any longer, therefore one cannot extract cr(z)
directly from eqn (4b). Nevertheless, it is possible to find cr(z)
numerically by analyzing how the ratio Ir/Iur changes with
photon energy. (Note that the photon energy enters eqn (4b)
indirectly via the inelastic mean free paths l.)

The task to find the optimal concentration profile – i.e., the
profile that best reproduces the measured dependency between
the intensity ratio Ir/Iur and the photon energy – was accomplished
by an optimization procedure based on a genetic algorithm.
In brief, the genetic algorithm that was used for the analysis of
the energy dependence of Ir/Iur produced a large number of test

Fig. 4 Simulation of the photoemission spectra of 18 nm 2HTPP on a
Al2O3/Al substrate with post-deposition of 1.8 nm Co on top. The spectra
were simulated by SESSA46–48 using the partial-intensity approach for the
electron–solid interaction. The simulations (red lines) predict the measured
intensities (black circles) well for the spectral features but slightly over-
estimate the background at higher binding energies. The blue and green
lines illustrate typical deviations between experiment and simulation that
occur for other than the optimal thickness of the interphase CoTPP layer.
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concentration profiles (B105) in a random way and calculated the
intensity ratio for each according to the following equation, which
takes the finite thickness l of the organic layer into account:

Ir

Iur

� �
¼

Ð l
0crðzÞ exp �z

l

� �
dzÐ l

0 1� crðzÞ
� �

exp �z

l

� �
dz

(12)

The test profiles were constrained such that the concentration of
CoTPP could only stay constant or monotonically decrease with
increasing depth z.

For genetic optimization, the test profiles that gave the best
agreement to the variation of Ir/Iur with photon energy were
kept and a new ‘generation’ of test profiles was created based on
the parameters of the previous ‘generation’. Again, the agreement
of each test profile in this new generation to the energy dependence
of Ir/Iur was evaluated with eqn (12) and the procedure of selection
and re-generation was continually repeated until an optimal
reproduction of the experimental data was achieved (Fig. 5a).

In addition, the inelastic mean free path, which is an important
energy-dependent variable in eqn (12), was allowed to vary
slightly around its literature values (to account for inaccuracies
in those values, Fig. 5b). Eventually the best test profiles con-
verged toward the sigmoidal shape shown in Fig. 5c. Notably, the
ensemble of test profiles also contained curves representing an
abrupt interface (as assumed in Sections 5.1 and 5.2) or curves
with a non-zero concentration of 2HTPP at z = 0. However, those
profile shapes showed lower agreement with the experimental
data and did not prevail in the genetic optimization routine.

The calculated concentration profile shows complete conver-
sion of 2HTPP into CoTPP up to a depth of 1.5 nm below the Co
layer. Beyond this depth, the CoTPP concentration decreases
within 0.15 nm to zero. The optimized inelastic mean free paths
show only slight deviations from the NIST literature values by
at most 9%.

The rather abrupt interface between CoTPP and the pristine
2HTPP phase shown in Fig. 5c indicates that the reaction of
the Co atoms with the 2HTPP molecules is faster than their

Fig. 5 Data analysis and determination of the CoTPP concentration vs. depth profile using a genetic algorithm. (a) Measured and calculated ratio Ir/Iur as
a function of the photon energy. (b) Literature values51 and optimized values of the inelastic mean free paths as a function of the photon energy.
(c) Concentration vs. depth profile cr(z) for the interphase layer that leads to the best agreement between the measured and calculated curve Ir/Iur values
in panel (a).
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diffusion, because otherwise the CoTPP concentration would
decrease more slowly over a wider depth range. This contrasts
findings for the metalation of 2HTPP monolayers on Ag(111)
with Fe, where the diffusion was the faster process. In addition,
the abrupt decrease of the CoTPP concentration also confirms
that the sample is strictly layered and that the roughness is low
enough to justify the usage of a laterally integrating spectroscopic
technique (see also Fig. S2 in the ESI† and the related text).

6. Summary

The interface reaction between a metallic cobalt layer and a free-
base tetraphenylporphyrin (2HTPP) film was examined with Hard
X-ray Photoelectron Spectroscopy (HAXPES). Diffusion of the Co
atoms into the 2HTPP layer and a coordination reaction result
in the formation of an interphase layer consisting of cobalt(II)-
tetraphenylporphyrin (CoTPP). A main objective of the experi-
ments was to obtain a depth profile of this CoTPP interphase
layer. If a simple layer-by-layer configuration of CoTPP/2HTPP is
assumed (abrupt interface), the HAXPES data are consistent with a
thickness of the CoTPP layer of 1.6 nm. A refined data analysis was
achieved with the aid of a genetic optimization routine, which
allowed us to extract a concentration vs. depths profile of the
CoTPP interphase layer: up to a depth of approximately 1.5 nm
below the Co layer, virtually all 2HTPP was converted into CoTPP.
Beyond this saturated layer, the CoTPP concentration decreases
within 0.15 nm to zero. The rather abrupt CoTPP/2HTPP interface
also indicates that the whole system is laterally uniform.
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V. Švorčı́k, Nanoscale Res. Lett., 2013, 8, 547.

37 M. Chen, X. F. Feng, L. Zhang, H. X. Ju, Q. Xu, J. F. Zhu,
J. M. Gottfried, K. Ibrahim, H. J. Qian and J. O. Wang,
J. Phys. Chem. C, 2010, 114, 9908–9916.

38 S. Narioka, H. Ishii, Y. Ouchi, T. Yokoyama, T. Ohta and
K. Seki, J. Phys. Chem., 1995, 99, 1332–1337.

39 H. Peisert, I. Biswas, M. Knupfer and T. Chassé, Phys. Status
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1. C 1s X-ray photoelectron spectra 

 

Figure S1. C 1s XP spectra of a pristine 18 nm 2HTPP layer, taken before (left panel) and 
after (right panel) vapor deposition of 1.8 nm Co. From bottom to up, spectra were taken with 
different photon energies as indicated. Electrons were collected at 0  relative to the surface 
normal. 
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2. Interface roughness 

Derivation of the depth distribution of the reacted interphase layer (here CoTPP) is 
straightforward only for a flat interface (Figure S2a). In this case, the concentration vs. depth 
profile cr(z) derived from HAXPES (red line) correctly shows the abrupt interface between the 
interphase layer (CoTPP) and the underlying pristine 2HTPP.  

For a rough, buckled interface, the situation is more complicated. In the simple model shown 
in Figure S2b, a HAXPES experiment in normal emission geometry would detect two 
different thicknesses, as visualized by the black arrows representing the electron trajectories. 
As a result, the concentration vs. depth profile cr(z) would show two steps (red line). In the 
case of a real rough interface with a distribution of different angles between the emission 
direction (black arrows) and the orientation of the reacted layer, a gradual decrease of cr(z) 
would result (green dotted line). Therefore, even if the CoTPP/2HTPP interface is locally 
abrupt (as in Figure S2b), the experiment would yield a concentration profile that is identical 
to one of a diffuse interface (with partial intermixing of CoTPP and 2HTPP). 

Conversely, if the HAXPES analysis shows an abrupt interface, then the interface is not only 
abrupt, it is also laterally sufficiently uniform for the application of a spatially integrating 
spectroscopic technique.  

 

Figure S2. (a) HAXPES on a flat layer-by-layer interface in normal emission geometry (as 
indicated by the black arrow). The concentration vs. depth profile, cr(z), of the reacted 
component, CoTPP, is shown below (red line). (b) Corresponding model for a buckled layer-
by-layer interface. The concentration vs. depth profile (red line) now has two steps because 
there are two apparent thicknesses of the reacted layer (CoTPP). For a real buckled interface 
with a distribution of different angles between the emission direction and orientation of the 
reacted layer, a gradual decrease of the apparent concentration would result (green dotted 
line). 
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However, it should be noted that the sensitivity of the normal-emission HAXPES experiment 
to surface roughness is rather moderate. The reason for this is that any inclination of the actual 
surface (due to roughness) by an angle  relative to the normal emission direction will 
increase the path length of the photoelectrons by the factor of 1/(cos ). Outside normal 
emission geometry, this effect is larger due to the shape of the cos function. This has also 
been experimentally verified in previous work.1 Calculation for the roughness induced 
increase of the photoelectron path lengths are given in Section 2.1 of the paper. 
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Summary

This publication investigates the metalation reaction of 2,3,8,12,17,18-hexaethyl-
7,13-dimethylcorrole (3HHEDMC) with Fe and compares it with the closely re-
lated octaethylporphyrin (2HOEP) in the monolayer and in the multilayer. The
electronic structure of the two reaction products Fe 2,3,8,12,17,18-hexaethyl-
7,13-dimethylcorrole (FeHEDMC) and Fe octaethylporphyrin (FeOEP) is inves-
tigated using X-ray photoelectron spectroscopy (XPS), ultraviolet photoelectron
spectroscopy (UPS), Fe L-edge near-edge X-ray absorption fine structure (NEX-
AFS) spectroscopy, and scanning tunneling microscopy (STM).

The partial metalation of 3HHEDMC with Fe in the multilayer is proven by
XPS. A direct metalation of a corrole on a surface had not been reported before.
An oxidation state of Fe(+III) is found for FeHEDMC, whereas it is Fe(+II)
in FeOEP. This finding is supported by the Fe L-edge NEXAFS spectra. The
influence of the Ag(111) substrate in the monolayer is investigated with XPS,
NEXAFS spectroscopy, and UPS. A distinct difference between FeHEDMC and
FeOEP is revealed, which can also be seen in STM images.
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ABSTRACT: To explore the possibility of tuning the oxidation
state of a coordinated metal ion in an adsorbed tetrapyrrole
complex by a minor modification of the ligand structure,
multilayers and monolayers of 3H-hexaethyl-dimethyl-corrole
(3H-HEDMC) on Ag(111) were in situ metalated under
ultrahigh vacuum (UHV) conditions and subsequently analyzed
with spectroscopic and microscopic methods. The metalation
reaction leads to the formation of Fe(III)-hexaethyl-dimethyl-
corrole (Fe-HEDMC). The results were compared with those
for Fe-octaethyl-porphyrin (Fe-OEP), in which the Fe metal center has a formal Fe(+II) character. The analysis of the nearly
unperturbed iron-corrole in the multilayer regime with X-ray photoelectron spectroscopy (XPS) and near edge X-ray absorption
fine structure (NEXAFS) spectroscopy shows that the electronic structure of the corrole-coordinated iron is consistent with an
Fe(+III) state in Fe-HEDMC. In the monolayers, the Fe centers in Fe-HEDMC and Fe-OEP interact similarly with the Ag(111)
surface, as indicated by contributions to the Fe 2p signals at a typical Fe(0) position. Nevertheless, a closer investigation of the
Fe-HEDMC and Fe-OEP monolayers with NEXAFS, UV photoelectron spectroscopy (UPS), and scanning tunneling
microscopy (STM) reveal significant differences between electronic states of the Fe centers, depending on the type of ligand.
Apparently, the interfacial interactions between the coordinated metal centers and the surface modify the electronic state of Fe
but do not fully equalize the differences induced by the corrole and porphyrin ligand structures. Thus, the experiments show that
it is not only possible to perform a direct in situ metalation of corroles with iron atoms under UHV conditions but also that the
differences in the electronic structures between Fe-corroles and Fe-porphyrins persist even in the presence of interfacial
interactions with Ag(111). Especially, the differences in the Fe-related density of states around the Fermi energy are expected to
result in different chemical reactivities and potential catalytic activities of the two supported Fe complexes.

1. INTRODUCTION

The surface-assisted synthesis of coordination compounds
provides a promising approach for the design of novel
catalytically active materials, which combine the primary
advantage of homogeneous catalystsuniform active sites
with the simplicity of product/catalyst separation known from
heterogeneous catalysts. The major directions that have been
pursued in this field include the formation of 2D metal−organic
coordination networks1,2 and, more recently, the direct
metalation3,4 of adsorbed phthalocyanines and porphyrins
under ultrahigh vacuum (UHV) conditions.5−7 These highly
stable and planar tetrapyrrole derivatives readily self-assemble
to form well-ordered monolayers on many metals, oxides, and
other substrates such as monolayer graphene.8−10 In the
adsorbed state, they can oxidize co-adsorbed metal atoms M to
the corresponding dications M(II) and form M(II)−phthalo-
cyanine or M(II)−porphyrin complexes with them. This redox
reaction is completed by the release of the pyrrolic hydrogen
atoms (−NH−) in the form of molecular hydrogen (H2).

Because the molecules contain only two acidic −NH− groups,
the metal center is typically oxidized to a +II oxidation state.6

This metalation reaction has been used for the on-surface
synthesis of many porphyrin and phthalocyanine complexes,
including those in which the M(II) ion is highly reactive such as
in Fe(II)- and Ti(II)-tetraphenylporphyrins11−14 or V(II)-
phthalocyanine.15 The phthalocyanine ligand can also show
non-innocent behavior in the on-surface metalation, as was
shown with the on-surface synthesis of AlPc, which contains
Al(III) while the excess electron is delocalized on the
phthalocyanine ring.16

In the monolayer, one of the two vacant axial coordination
sites of a free tetrapyrrole complex is blocked by the surface.
Furthermore, the surface may also influence the oxidation state
and reactivity of the metal centers.17,18 In many cases, a partial
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reduction by electron transfer from the substrate was observed.
For example, Fe(II) in Fe-TPP11,12 or Fe-Pc19 on Ag(111) was
partially reduced to a lower oxidation state, according to X-ray
and electron spectroscopies. How can the oxidation state be
increased? A possible approach is the attachment of an
additional axial ligand, such as NO, which counteracts the
substrate influence (surface trans effect17). However, this would
block the remaining vacant coordination site and make the
complex unsuitable as a catalyst or sensor. Therefore, we pursue
a different approach in this work: by a minor modification of
the ligand structure, we attempt to force the metal ion to the
M(III) state. Specifically, we modified the structure of porphin
(Figure 1a), which is the parent macrocycle of all porphyrins.

By formally removing one of the four methine-bridges we arrive
at the corresponding corrole (Figure 1b). The smaller corrole
macrocycle provides a tighter coordination environment and
thus stabilizes high-valent transition state metal ions with
smaller ionic radii, whereas low-valent metal complexes are
highly reactive.20−23 In nature, the partially hydrogenated
corroles, the corrins, play an important role as active centers of
biomolecules; an example is the Co corrin in cobalamin
(vitamin B12). Furthermore, Fe-corroles are utilized, for
example, in the contexts of catalysis24,25 or diabetes treat-
ment.26 The aromatic free-base corrole macrocycle contains
three pyrrolic hydrogen atoms (−NH−) and thus, formally,
should be able to oxidize suitable metal atoms to their +III
oxidation state. The removal of the third pyrrolic H atom is
compatible with a mechanism proposed for the direct
metalation of tetrapyrroles which involves hydrogen transfer
to a metal surface.27 In addition, there are examples from
classical coordination chemistry in solution, where one or two
inner hydrogen atoms actually remain in the complex and the
corrole acts as a dianionic or monoanionic ligand, respec-
tively.23,28 The direct oxidation of a metal atom to its trication
by an adsorbed corrole is therefore by no means trivial, in
particular because tetrapyrroles can act as non-innocent
ligands16 and influence the oxidation state of the central
metal ion.
In our study, we examineto the best of our knowledge for

the first timefeasibility and outcome of a direct metalation of
a free-base corrole molecule, 3H-HEDMC (Figure 1), with iron
atoms in a UHV environment. In general, the in situ metalation
approach allows to produce tetrapyrrole complexes which are
potentially chemically unstable under ambient conditions and
to design (two-dimensional) chemical systems in a bottom-up
approach. Here, the specific goals are: (a) to confirm the
expected Fe(III) oxidation state in metalated corrole multi-
layers with X-ray photoelectron spectroscopy (XPS) and near
edge X-ray absorption fine structure (NEXAFS) and (b) to
clarify in the monolayer regime whether or not the metal

centers in Fe-OEP and Fe-HEDMC remain electronically
different, despite their direct contact to the Ag(111) surface.

2. EXPERIMENTAL SECTION
The Ag(111) sample was prepared by repeated cycles of Ar+

ion bombardment (500 eV) and annealing (800 K). Surface
cleanliness was confirmed in all experiments by XPS. 3H-
HEDMC was synthesized from the respective didesoxybila-
diene by oxidative ring closure (see the Supporting
Information).
During sample preparation in the UHV environment, all

fluxes were measured with a quartz crystal microbalance. The
term monolayer is used for a complete, monomolecular layer
that uniformly covers the substrate. In contrast, the unit ML
refers to the number of objects (atoms or molecules) per Ag
surface atom. Considering the size of the porphyrin and corrole
molecules, it is estimated that 0.03 ML of iron are sufficient to
metalate one monolayer (flat lying configuration) of 2H-OEP
or 3H-HEDMC.
3H-HEDMC was vapor-deposited under UHV conditions

onto the Ag(111) surface from a home-built Knudsen cell
evaporator operated at ∼470 K. For multilayer preparation,
typical fluxes were in the range of 0.4 nm/min. For synchrotron
experiments (N 1s XPS, Fe L-edge NEXAFS), corrole
monolayers were prepared by multilayer desorption by flash
annealing of the multilayer to 515 K. In this case, the
monolayer comprised 2H-HEDMC molecules because of
temperature-induced loss of one hydrogen atom from the
central pocket.29 For monolayer preparations in the laboratory
setup, the sample was cooled to 125 K to avoid the initial onset
of the surface-induced partial dehydrogenation of the 3H-
HEDMC molecules. The molecular fluxes were in the range of
0.04 nm/min. However, for all monolayer metalation experi-
ments the sample was allowed to reach room temperature
before Fe deposition. Thus, the reaction partners were always
2H-HEDMC/Ag(111) and Fe.
2H-OEP was deposited in an identical manner with a

Knudsen cell, at an operation temperature of approximately 545
K. Typical fluxes for multilayer preparation varied between 0.1
and 0.3 nm/min. 2H-OEP monolayers were routinely prepared
by multilayer desorption (flash annealing to 515 K). This
procedure yields chemically intact and well-ordered 2H-OEP
monolayers.3,4,8

An electron beam evaporator (FOCUS EFM-4) was used for
the vapor deposition of Fe and was typically operated at iron
fluxes of 0.01 ML/min. To facilitate the metalation reactions,
the samples were annealed to 400 K during or after the
deposition of Fe onto the molecular layers.
NEXAFS and XPS data were acquired at the HE-SGM

endstation of the BESSY II synchrotron radiation facility in
Berlin, Germany. This dipole beamline has a photon energy
range of 100−700 eV, the photon incidence angle during
measurements was 53°. NEXAFS data were recorded with a
channel plate detector, which was operated in partial electron
yield mode with a bias voltage of −150 V. For XPS
measurements, a Scienta R4000 analyzer was used. The sample
preparation chamber of the HE-SGM endstation was used to
prepare the porphyrin and corrole samples as described above.
The NEXAFS spectra were treated according to standard
procedures.30 Specifically, the spectra were normalized in the
pre-edge region (700 and 705 eV for multilayer and monolayer
measurements, respectively). For background correction,
spectra of the clean Ag(111) substrate were interpolated with

Figure 1. (a) 2H-octaethyl-porphyrin (2H-OEP) and (b) 3H-
2,3,8,12,17,18-hexaethyl-7,13-dimethyl-corrole (3H-HEDMC).
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a smoothing spline and then subtracted from the sample
spectra.
UV photoelectron spectroscopy (UPS) and further XPS data

were recorded in a multichamber UHV laboratory setup (base
pressure in the low 10−10 mbar range), equipped with a gas-
discharge UV source, a monochromated Al Kα X-ray source
(1486.7 eV), a SPECS Phoibos 150 electron spectrometer, an
MCD-9 multichanneltron detector, and a preparation chamber,
which was used for the deposition of 3H-HEDMC, 2H-OEP,
and Fe onto the Ag(111) crystal surface.
Scanning tunneling microscopy (STM) images were acquired

with a SPECS SPM 150 Aarhus, which was attached to the
same multichamber setup. All STM measurements were
conducted at 100−160 K in constant-current mode. The
images were processed with WSxM v5.0 Develop 8.431 by
carefully using flatten and plane tools, scale adjustment, and
slightly filtering with a Gaussian filter. The reported bias
voltages refer to the sample.

3. RESULTS AND DISCUSSION

3.1. Multilayer: Metalation and Oxidation State. To
establish a porphyrin-based reference system for the corrole
experiments, a multilayer of 2H-OEP with a thickness of
approximately 5.5 nm was partially metalated with Fe atoms
that were directly vapor-deposited onto this multilayer. Such
metalation reactions are in multilayer systems limited to the
first molecular layers.32 Before and after deposition of 0.09 ML
iron (sufficient to metalate approximately three molecular
layers of 2H-OEP), N 1s core level spectra were recorded (hν =
1486.7 eV) from the multilayers to confirm a reaction between
the iron atoms and 2H-OEP, as shown in Figure 2a. The
reaction is expected to proceed at room temperature because of
the absence of a reaction barrier.6 The spectrum of the pristine
2H-OEP multilayer (bottom) consists of two main components
at 400.4 and 398.3 eV, corresponding to −NH− and N−
groups, respectively. The peak intensities slightly deviate from
the expected ideal 1:1 ratio. This is a well-known phenomenon
and is in general associated with a satellite from the iminic
nitrogen species (N−) peak overlapping with the pyrrolic
species (−NH−) signal.33 Deposition of 0.09 ML of iron gives
rise to an additional component at 399.4 eV in the N 1s signal.
In line with the literature, this feature is attributed to the
reaction between iron and the porphyrin resulting in the
formation of Fe-OEP.8,34

The next experimental step addresses the core question of
this study: can corroles be metalated by an on-surface reaction,
similar to porphyrins and phthalocyanines? To answer this
question, a 3H-HEDMC multilayer (thickness approximately 8
nm) was prepared and examined with XPS. As shown in Figure
2b, the XP spectrum of pristine 3H-HEDMC shows two
distinct peaks in the N 1s region: one at 398.1 eV (N−) and
the second at 400.1 eV (−NH−). This is similar to the case of
2H-OEP, except for the intensity ratio of 3:1, which reflects the
correct stoichiometric ratio of −NH− andN− groups in 3H-
HEDMC. Noteworthy, the slight deviation from the ideal 
N− to −NH− ratio observed for 2H-OEP does not occur here.
After deposition of 0.09 ML iron, an additional peak appears at
399.3 eV, indicating that 3H-HEDMC engages in a reaction
with iron, similar to 2H-OEP.
The N 1s spectrum taken after Fe deposition (Figure 2b,

top) can be fitted with three peaks: a single peak for the newly
formed iron complex and a doublet with a 3:1 ratio for 3H-
HEDMC. This finding indicates that the metalation reaction
does remove all three hydrogen atoms from the central cavity
of the molecules and thus leads to the formation of Fe-
HEDMC. If FeH-HEDMC or FeH2-HEDMC species were
present in the multilayer, the simple fit approach in Figure 2b
would not be sufficient to describe the experimental data. This
result is also consistent with the known stabilization of high
oxidation states by corrole ligands.35,36

The N 1s spectra analyzed so far show that a corrole can be
metalated similar to its porphyrin counterpart; however, the N
1s spectra do not provide direct information about the chemical
state of the iron metal centers. For further insight into the
differences in the electronic structures of Fe-OEP and Fe-
HEDMC, Fe 2p3/2 core level signals were recorded. In open-
shell iron complexes, such as Fe-tetrapyrroles, the Fe 2p3/2 peak
is generally broadened because of spin−spin coupling in the
corresponding photoions, giving rise to multiplet effects.37,38

This broadening effect is present in the spectra in Figure 2c,
where the signal from Fe-OEP has a broad and asymmetric
shape, a result in full agreement with previous studies.38 The Fe
2p3/2 signal from the Fe-HEDMC appears similar, yet by 0.4 eV
more narrow, its peak maximum is shifted by 0.3 eV toward
higher binding energies relative to the corresponding Fe-OEP
signal. This finding can be interpreted as an indication for a
higher oxidation state of iron in the corrole ligand. The peak
shift is rather small compared to the total width of the signal
but in agreement with previous studies.39 To corroborate our

Figure 2. (a) N 1s XP spectra recorded before (bottom) and after (top) the partial metalation of a 2H-OEP multilayer with Fe. (b) N 1s XP spectra
recorded before (bottom) and after (top) the partial metalation of a 3H-HEDMC multilayer with Fe. The components at 399.4 and 399.3 eV (blue)
are associated with the metalation products, i.e., Fe-OEP in (a) and Fe-HEDMC in (b). (c) Related Fe 2p3/2 XP spectra taken after partial metalation
of 2H-OEP and 3H-HEDMC multilayers with Fe. The spectra were recorded with a photon energy of 1486.7 eV. Full metalation of the multilayers
was not attempted to prevent the competing formation of metallic Fe clusters, which would lead to an additional Fe(0) signal in the Fe 2p3/2 XP
spectrum.
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XPS results, we conducted further NEXAFS measurements of
Fe L-edges of Fe-OEP and Fe-HEDMC multilayers.
In particular, Fe L-edge NEXAFS measurements for mixed

multilayers of Fe-OEP/2H-OEP and Fe-HEDM/3H-HEDMC
were performed. As shown in Figure 3, the direct comparison

of the L-edges of both samples reveals marked differences in
the spectral patterns. While the L3-edge of Fe-OEP has a two-
peak structure (as one would expect based on the Fe L-edges of
Fe-phthalocyanine19), Fe-HEDMC only shows a broad
structure without a distinct splitting into subpeaks. Noteworthy,
the spectrum resembles the L-edge of the Fe(III) species in Fe-
TPP-Cl.40 In fact, the L-edge of the Fe in Fe-HEDMC shows
also a significant resemblance to the L-edge of MnPc41an
interesting result considering that Mn(II) and Fe(III) are
isoelectronic. For further comparison with metallic Fe(0),
additional NEXAFS data with an excess of iron on the 3H-
HEDMC layer were recorded, showing a simpler yet
asymmetric peak shape of the Fe-L2/L3 edges.
3.2. Monolayer: Metalation and Molecule−Surface

Interaction. The Fe L-edge NEXAFS spectra indicate that the
electronic structures of Fe-OEP and Fe-HEDMC differ
significantly in the multilayer. However, it is not clear whether
these differences persist for Fe-OEP and Fe-HEDMC
molecules with a direct contact to a Ag(111) surface. Recent
studies show that the coupling between metal centers of
tetrapyrroles and surfaces can be influenced even by changes on
the molecular periphery of the tetrapyrrole ligands.42 On the
other hand, it is known that metal substrates, and in particular
Ag(111), can have a very substantial influence on the oxidation
state of coordinated metal centers such as Fe(II) or Co(II) in
adsorbed tetrapyrrole complexes.17,43 To clarify whether Fe-
HEDMC molecules interact in a similar way with the Ag(111)
surface as Fe-OEP molecules, further XPS, NEXAFS, UPS, and
STM experiments were performed; these methods give insight
into the electronic interaction between the metal centers and
the Ag(111) surface.
As a first step, we performed monolayer metalation

experiments with both molecules. For this purpose, monolayers
of the free-base ligands were produced by thermal desorption of
thin multilayers and then partially metalated by vapor
deposition of Fe. Understoichiometric amounts of Fe (35−
40% of the stoichiometric amount, corresponding to an Fe
coverage of approximately 0.01 ML) were used to strictly avoid
the presence of unreacted Fe, which would affect the Fe-related

signals in the XPS and NEXAFS data. Additionally, the sample
was annealed to 400 K after the deposition of Fe to accelerate
the reaction, although at least porphyrins are known to react
rapidly with Fe atoms already at room temperature.12,38

The N 1s XP spectra taken before and after partial metalation
of the monolayers are shown in Figure 4. The 2H-OEP

monolayer spectrum in Figure 4a (bottom) comprises the two
signals related to N− and −NH− (398.7 and 400.4 eV,
respectively), similar as in the related multilayer spectrum
(Figure 2a). The surface-induced broadening and small shifts of
the peaks are in agreement with the literature.44,45 After
deposition of Fe, a new peak (blue) related to Fe-OEP arises at
399.2 eV. The final degree of metalation is 40%, according to
the relative intensities of reacted and unreacted signal
contributions.
The monolayer N 1s XP spectrum of the corrole in Figure 4b

(bottom) shows a 1:1 peak ratio because of a surface-induced
loss of one of the three −NH− hydrogen atoms. This surface
reaction of free-base corroles has previously been observed29

and is in agreement with the fact that free-base corroles show a
much higher acidity (pKa = 5.2) for the first deprotonation than
related porphyrins (pKa = 32.8).46 The corrole monolayer is
therefore described as 2H-HEDMC with two iminic (N−,
398.4 eV) and two pyrrolic (−NH−, 400.0 eV) groups.
Deposition of substoichiometric amounts of Fe (enough to
achieve a metalation degree of 35%) results in the formation of
a new peak (blue) at 399.1 eV, which is attributed to Fe-
HEDMC formed in the monolayer. Apparently, the metalation
does also proceed in the monolayer regime, similar to what has
been observed in the multilayer.
To clarify the electronic state of the Fe centers in the

monolayers of Fe-OEP and Fe-HEDMC, XPS measurements
were performed. Analysis of the resulting Fe 2p3/2 spectra is,
however, even more difficult than in the multilayer regime. As
can be seen in Figure 5, the Fe 2p signal overlaps with the
intense Ag 3s signal of the substrate, necessitating background
subtraction that might induce systematic errors. The back-
ground-corrected spectra in Figure 5b reveal that the Fe 2p3/2
signals contain considerable contributions at a typical Fe(0)
position, which is in contrast to the nominal +II or +III

Figure 3. Fe L-edge NEXAFS spectra of Fe-HEDMC (red curve), Fe-
OEP (blue curve), and excess Fe + Fe-HEDMC (black curve). The Fe
complexes were obtained by vapor deposition of Fe onto multilayers of
the respective free-base ligands.

Figure 4. N 1s core level spectra of (a) porphyrin (OEP) and (b)
corrole (HEDMC) monolayers on Ag(111) before (bottom) and after
(top) metalation. Green, signals related to the free-base ligands; blue,
signals related to the Fe complexes. The amount of deposited Fe and
thus the degree of metalation was limited to at most 40% of the
stoichiometric amount to avoid residual unreacted Fe that would
interfere with the XPS and NEXAFS measurements of Fe. The spectra
were recorded with a photon energy of 600 eV.
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oxidation states. Similar shifts toward lower binding energies in
the monolayer range have previously been reported for various
transition-metal complexes of porphyrins and phthalocyanines
on metal substrates. They are attributed to electron transfer
from the substrate to the metal centers.8,17,18 However, the
differences between the spectra for Fe-OEP and Fe-HEDMC
are not distinct enough to conclusively answer whether or not
the metal centers in Fe-HEDMC are equally influenced by the
Ag(111) substrate as in Fe-OEP.34 To resolve this ambiguous
situation, we employed NEXAFS (XANES), UPS, and STM.
These methods reveal more distinct differences in the Fe
electronic structure between Fe-OEP/Ag(111) and Fe-
HEDMC/Ag(111).
To obtain more reliable information about the electronic

states of iron in Fe-OEP and Fe-HEDMC molecules in the
monolayer regime, Fe L-edges were recorded and analyzed
(Figure 6). The degree of metalation was 40% for the
porphyrin and 35% for the corrole. The curves show clear
differences between Fe-OEP and Fe-HEDMC. They are
particularly obvious in the background-corrected spectra,
where Fe-HEDMC has a double-peak structure, with one
peak at 709 eV and the other at 712 eV. Interestingly, such a
double-peak structure has been observed for CH2Cl2···Fe(III)-

OEP-Cl, i.e., for an Fe(III) porphyrin with a weakly bound
ligand (CH2Cl2) at the Fe center.40 Apparently, the Ag(111)
surface has a similarly weak influence on the Fe center as the
CH2Cl2 ligand. In contrast to Fe-HEDMC, the Fe-OEP
monolayer does not show any fine structure in the L3
absorption edge, a result in agreement to literature data from
Fe-phthalocyanine monolayers on Ag(111).19

Further indications for differences in the electronic states of
iron in Fe-OEP and Fe-HEDMC monolayers were found in the
valence photoelectron spectra of the partially (30%) metalated
layers, as shown in Figure 7. The Fe-OEP spectrum shows an

enhanced intensity in the vicinity of the Fermi edge, in
agreement with previous work,8,17,18 where this signal is
associated with the electronic interaction between the formerly
unoccupied Fe d-orbitals and the Ag(111) substrate.47 In
contrast, the valence spectrum of Fe-HEDMC on Ag(111)
does not show the additional intensity near the Fermi edge.
Instead, there is a signal at 1.4 eV binding energy, which is
associated with the highest occupied molecular orbitals of the
corrole ligand and is equally present in the spectrum of the
unmetalated corrole, as shown in Figure S1 in the Supporting
Information. Apparently, the iron-related valence electronic
structure is significantly different in the Fe-OEP/Ag(111) and
Fe-HEDMC/Ag(111) systems, and only the spectrum of Fe-
OEP/Ag(111) shows clear evidence for a molecule−surface
interaction.
Considering that Fe-OEP and Fe-HEDMC differ in the

electronic valence states close to the Fermi energy (EF), it
appears likely that these molecules show different contrasts in
STM images because the electronic states near EF contribute
significantly to tunneling probabilities.48 For a direct compar-
ison of the STM features, mixed submonolayers of free-base
2H-OEP and 3H-HEDMC were prepared and subsequently
exposed to Fe.
Co-deposited OEP and HEDMC form (almost) homomo-

lecular submonolayer domains, which are shown in Figure 8a.
There are only small amounts of the respective other molecule
in a domain. Subsequently deposited iron (0.06 ML,
representing an excess of Fe with two times the stoichiometric
amount for the metalation of one monolayer) either metalates
the molecules in the monolayer or forms iron clusters, which
are visible as bright spots in Figure 8a.

Figure 5. Fe 2p XP spectra (hν = 1486.7 eV) of Fe-OEP and Fe-
HEDMC submonolayers on Ag(111), obtained by partial metalation
of the corresponding free-base monolayers. (a) Original spectra with
fits of the substrate-related background (light gray lines), which is
dominated by the Ag 3s signal, (b) background-corrected spectra in
the same order. The differences between the Fe-OEP and Fe-HEDMC
signals are not conclusive and require further measurements.

Figure 6. Fe L-edge NEXAFS spectra of Fe-OEP and Fe-HEDMC
obtained by partial metalation of the corresponding free-base
monolayers. (a) Original NEXAFS spectra, (b) after background
correction.

Figure 7. Normalized UPS spectra (hν = 21.2 eV) of the valence
region of the Fe-HEDMC (bottom) and Fe-OEP (top) monolayers on
Ag(111). The additional intensity due to the interaction of the Fe(II)
center in Fe-OEP with the Ag(111) substrate is highlighted. The peak
at 1.4 eV in the spectrum of Fe-HEDMC is associated with the ligand
but not with the metal center. See the text for details.
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Both ligands, OEP and HEDMC, can easily be distinguished
in the STM images by the number of ethyl groups, which
appear as bright protrusions. OEP molecules exhibit eight ethyl
groups which form a ringlike structure around the molecular
center (Figure 8b,c). The HEDMC ligand (Figure 8d,e)
contains six ethyl groups, of which four form an elongated
group on one side of the molecule, while the other two appear
as single protrusions on the other side. The rotational disorder
of the HEDMC phase makes it difficult to identify individual
molecules; one can, however, easily recognize individual
HEDMC molecules within OEP domains, for example, the
HEDMC molecules in the third and fourth molecular row in
Figure 8b,c.
Metalated and unmetalated OEP molecules can easily be

distinguished, because the iron atom in Fe-OEP leads to an
additional bright protrusion in the center of the molecule for
images taken at positive as well as negative polarities. In the
case of negative polarity, this central protrusion is equally bright
as the ethyl groups on the periphery of the molecule. In images
at positive polarity, the central protrusion appears less bright
than the ethyl groups.
Metalation influences the brightness of OEP molecules in an

additional way: in images taken with negative polarity, the total
brightness of Fe-OEP molecules is significantly larger than the
brightness of 2H-OEP molecules. A similar phenomenon has
been observed by Comanici and co-workers48 for mixed
monolayers of 2H-tetraphenylporphyrin (2H-TPP) and Co-
tetraphenylporphyrin (Co-TPP). This effect was explained with
differences in the occupied density of states (DOS) between
2H-TPP and Co-TPP. Noteworthy, metalated and unmetalated

corroles show the same molecular brightness (in particular of
the ethyl groups) as unmetalated porphyrins, if the occupied
states close to the Fermi edge are probed in the STM images
(Figure 8a). In strong contrast to the porphyrins, the effects
described by Comanici and co-workers48 do not appear for the
corroles. This is further evidence that the electronic structures
of the iron-corroles and iron-porphyrins are substantially
different despite the proximity of the Ag(111) surface.
If recorded with a negative bias voltage (probing occupied

states), metalated HEDMC and OEP ligands exhibit a bright
metal center, as evident from a comparison of Figure 9a,c to

9b,d, respectively. However, changing the tunneling voltage to
positive values influences the contrasts in Fe-OEP and Fe-
HEDMC in a different manner. While the formal Fe(II) metal
centers of the porphyrins turn darker, but remain visible, the
formal Fe(III) metal centers of the corroles disappear. This is
illustrated in Figure 9e,f, which show two neighboring Fe-
HEDMC and Fe-OEP molecules imaged with negative and
positive tunneling voltage. The contrast difference between Fe-
HEDMC and Fe-OEP not only is specific for the selected pair
of molecules but also occurs for the other metalated species in
the layer, as can be seen in further overview images in the
Supporting Information (Figure S2) and Figure 8.
The fact that the metal centers apparently disappear in

images of the Fe-HEDMC molecules at positive tunneling
voltages, but remain visible in Fe-OEP, may be directly
explained by the valence electronic structure which is displayed
in Figure 7. There, Fe-OEP does have an enhanced DOS right
at the Fermi edge. Specifically, it appears that the Fermi edge
intersects the peak that is associated with the molecule/surface
interaction, dividing it into a part which is occupied by
electrons and a part which remains unoccupied. Both occupied
and unoccupied parts are visible in STM images with negative
and positive tunneling voltages, respectively. In the case of Fe-
HEDMC, there is no equivalent phenomenon; there is neither
enhanced occupied DOS at EF (Figure 7) nor is there DOS
right above EF contributing to tunneling at a positive bias. Apart
from the invisible metal centers in Fe-HEDMC molecules,
images based on tunneling into unoccupied states (positive
polarity) show identical submolecular contrasts and apparent
heights for all investigated systems (Figures 8c and 9f).
The STM images of mixed phases of metalated and

unmetalated corroles and porphyrins confirm that the metal-
ation reaction proceeds, as expected, also in the monolayer
regime. They also provide evidence for significantly different

Figure 8. Overview STM image of a co-deposition experiment with
(a) partially Fe-metalated OEP-rich (left side of image) and HEDMC-
rich domains. The bright spots are Fe clusters which form on the
surface. Details of OEP-rich (b,c) and HEDMC-rich domains (d,e)
reveal rotational disorder in the HEDMC-rich domains, as well as the
coexistence of metalated and unmetalated molecules. Imaging
parameters: (a) 1.63 V, 0.08 nA; (b) −1.06 V, −0.05 nA; (c) 1.06
V, 0.10 nA; (d) −1.49 V, −0.07 nA; (e) 1.74 V, 0.11 nA. Dotted
contour lines are added to help identify some of the individual
molecules (blue lines for OEP and yellow lines for HEDMC). (f)
Molecular models in which the ethyl groups are represented by blue
spheres.

Figure 9. STM images of (a,c) unmetalated and (b,d,e,f) metalated
HEDMC and OEP molecules. The molecules are indicated by dashed
lines. The bias voltage dependence is shown in a co-deposition
metalation experiment of Fe-HEDMC and Fe-OEP (e,f). Imaging
parameters: (a) −1.58 V, −0.99 nA; (b) −1.06 V, −0.05 nA; (c) −1.06
V, −0.04 nA; (d) −1.06 V, −0.04 nA; (e) −1.06 V, −0.04 nA; (f)
+1.06 V, +0.10 nA.
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electronic structures of the Fe metal centers in corrole and
porphyrin ligands around the Fermi edge. This agrees with the
results from UPS, which show that the two Fe complexes differ
in the Fe-related contributions to the DOS around the Fermi
energy. Considering that the DOS of the d-electrons around
the Fermi energy is known to correlate with the chemical
reactivity and the catalytic activity of a surface,49,50 it is expected
that the observed differences in the electronic structure also
lead to different chemical properties of the corresponding
monolayers.

4. SUMMARY

Multilayers and monolayers of 3H-HEDMC on Ag(111) were
metalated at room temperature by vapor-deposition of Fe
atoms under UHV conditions. For comparison, analogous
metalation experiments were performed with 2H-OEP.
Investigations with photoelectron and X-ray absorption
spectroscopies reveal that the reaction leads to the related
metal complexes Fe-HEDMC and Fe-OEP. Detailed analysis of
the spectroscopic data for the multilayer reveals that the Fe
center in Fe-HEDMC has a formal Fe(III) oxidation state,
which is different from the +II oxidation state of Fe in Fe-OEP.
In the monolayers, differences in the electronic structures of the
Fe centers persist, despite the interactions with the Ag(111)
substrate. Analysis of Fe 2p XP spectra shows that for both
complexes, Fe-HEDMC and Fe-OEP, the Fe 2p3/2 signals have
contributions at an Fe(0) position. However, this does not
mean that the electronic states of iron in Fe-HEDMC and Fe-
OEP are equalized by the interaction with the substrate.
Complementary UPS, NEXAFS, and STM measurements
reveal that the electronic structures of iron differ significantly
between Fe-HEDMC and Fe-OEP monolayers on Ag(111).
The UPS spectra of Fe-OEP/Ag(111) show additional
intensity, related to the presence of the formal Fe(II) center,
around the Fermi energy (EF). In contrast, the formal Fe(III)
center of Fe-HEDMC/Ag(111) does not lead to enhanced
intensity around EF. Analysis of STM images of mixed
monolayers of 2H-OEP, Fe-OEP, 2H-HEDMC, and Fe-
HEDMC confirms that the coupling between the iron metal
centers and the Ag(111) substrate strongly depends on the type
of ligand. Related differences can be seen in the Fe L-edge
NEXAFS spectra. Because the d-electron DOS around EF

correlates with the chemical reactivity of a surface, it is likely
that monolayers of Fe-HEDMC and Fe-OEP on Ag(111) also
differ significantly with respect to their chemical properties.
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(31) Horcas, I.; Fernańdez, R.; Goḿez-Rodríguez, J. M.; Colchero, J.;
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Winter, B.; Aziz, E. F. Assistance of the Iron Porphyrin Ligands to the
Binding Interaction between the Fe Center and Small Molecules in
Solution. J. Phys. Chem. B 2014, 118, 9371−9377.
(41) Petraki, F.; Peisert, H.; Latteyer, F.; Aygül, U.; Vollmer, A.;
Chasse,́ T. Impact of the 3d Electronic States of Cobalt and
Manganese Phthalocyanines on the Electronic Structure at the
Interface to Ag(111). J. Phys. Chem. C 2011, 115, 21334−21340.
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1. Synthesis of 3H-HEDMC 

1,19-Didesoxy-2,3,8,12,17,18-hexaethyl-9,13-dimethylbiladiene dihydrobromide[S1] (2.00 g, 3.03 

mmol) and tetrachloro-p-benzoquinone (1.12 g, 4.55 mmol) are stirred in methanol (650 mL) for 

5 min. Potassium bicarbonate (2.28 g, 22.7 mmol) is then added in one portion, and the mixture is 

stirred until the color changes to blue-violet and a solid forms. Hydrazine hydrate (1.5 mL) is 

added to quench the reaction, and the dark precipitate is then filtered and washed with methanol 

and water. Recrystallization of the dark residue from dichloromethane/methanol 1:1 yields the 

corrole as a pink, crystalline solid, in a yield of 76% (1.14 g, 2.31 mmol). 

1H-NMR (300 MHz, CD2Cl2): δ = 9.35 (s, 2H, meso-H), 9.13 (s, 1H, meso-H), 4.00 (q, J = 7.57 

Hz, 4H, 2 x CH2CH3), 3.90-3.83 (m, 8H, CH2CH3), 3.42 (s, 6H, CH3), 1.80-1.72 (m, 18H, 

CH2CH3). 

13C-NMR (75 MHz, CD2Cl2): δ = 142.9, 140.4, 138.4, 134.3, 133.4, 130.4, 129.3, 124.0, 93.1, 

88.2, 20.7, 19.9, 19.6, 18.2, 17.8, 17.2, 11.2. 

UV/VIS (CH2Cl2) λmax (ε): 593 (23600), 549 (18500), 536 (18700), 396 (127100), 282, (20100), 

227 (32100). 

MS (EI): m/z = 494 [M+]. 

HRMS (EI): calc. for C33H42N4 ([M+]): 494.3410; found: 494.3416. 

 

[S1] Johnson, A. W.; Kay, I. T., Corroles. Part I. Synthesis. J. Chem. Soc. C 1965, 1620-1629.  
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2. X-ray Photoelectron Spectroscopy 

 N 1s (-NH-) N 1s (=N-) N 1s (Fe-N) 

2H-OEP (multilayer) 400.4 398.3 - 

Fe-OEP (multilayer) 400.4 398.4 399.4 

2H-OEP (monolayer) 400.4 398.7 - 

Fe-OEP (monolayer) 400.5 398.8 399.2 

3H-HEDMC (multilayer) 400.1 398.1 - 

Fe-HEDMC (multilayer) 400.3 398.2 399.3 

2H-HEDMC (monolayer) 400.0 398.4 - 

Fe-HEDMC (monolayer) 400.0 398.5 399.1 

 

Table S1. XPS binding energies of 2H-OEP, Fe-OEP, 3H-HEDMC, and Fe-HEDMC multilayers 
as well as 2H-OEP, Fe-OEP, 2H-HEDMC, and Fe-HEDMC monolayers. The binding energy 
scale was calibrated with the C1s binding energy at 285.4 eV. 
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3. UV Photoelectron Spectroscopy 

 

 

Figure S1. Normalized UV photoelectron spectra (h = 21.2 eV) of the valence region of the 
free-base and iron metalated corrole and porphyrin layers on Ag(111). Spectra of the clean 
Ag(111) and Fe on the substrate are shown for comparison.  
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4. Scanning Tunneling Microscopy 

 

 

Figure S2. STM image of a mixed layer of iron metalated OEP and HEDMC molecules at (a) 
negative and (b) positive tunneling voltage. The two Fe-HEDMC molecules show protrusions at 
negative voltage and dark centers at positive voltage. Imaging parameters (a) -1.06 V, -0.04 nA; 
(b) +1.06 V, +0.10 nA. (c) and (d) show the same images with molecular models of Fe-HEDMC 
and an overlaid grid to illustrate the regularity of the adsorption sites.  
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P8 Molecular Topology and the Surface Chemical Bond:
Alternant Versus Nonalternant Aromatic Systems as
Functional Structural Elements

Citation: B. P. Klein, N. J. van der Heijden, S. R. Kachel, M. Franke,
C. K. Krug, K. K. Greulich, L. Ruppenthal, P. Müller, P. Rosenow, S.
Parhizkar, F. C. Bocquet, M. Schmid, W. Hieringer, R. J. Maurer, R. Tonner,
C. Kumpf, I. Swart, J. M. Gottfried, Phys. Rev. X 2019, 9 (1), 011030, DOI
10.1103/physrevx.9.011030.

Summary

In this publication the adsorption and desorption of the non-alternant polycyclic
aromatic hydrocarbon (PAH) azulene on Cu(111) is compared with its alternant
counterpart naphthalene. For this purpose a multi-technique approach is used.
It is found that azulene interacts much more strongly with Cu(111) than naph-
thalene.

The adsorption heights of the two molecules are determined by the normal
incidence X-ray standing wave (NI-XSW) technique and azulene is found to ad-
sorb with a distance of 2.30 Å to Cu(111), whereas this value is 3.04 Å for
naphthalene. The difference in the adsorption height can be seen as an indica-
tion for a stronger interaction of azulene with the surface than for naphthalene.
This finding is substantiated by temperature-programmed desorption (TPD)
experiments, which show a higher desorption temperature for azulene than for
naphthalene. The zero-coverage desorption energy for azulene of 179 kJ/mol is
also much higher than for naphthalene with 103 kJ/mol.

The electronic structure of azulene and naphthalene on Cu(111) in the mul-
tilayer and in the monolayer is investigated with X-ray photoelectron spec-
troscopy (XPS), ultraviolet photoelectron spectroscopy (UPS), and near-edge
X-ray absorption fine structure (NEXAFS) spectroscopy. XPS and NEXAFS
spectroscopy show much stronger differences in the monolayer spectra compared
with the multilayer spectra for azulene than for naphthalene. This is further
substantiated by the UPS data, which show a higher intensity between the Cu
d band and the Fermi edge for azulene.

The adsorbate structure of azulene on Cu(111) is investigated using scan-
ning tunneling microscopy (STM) and non-contact atomic force microscopy (nc-
AFM). A commensurate (2

√
3 × 2

√
3)-R30° superstructure is found. Further-

more, STM images at negative bias voltage strongly resemble the LUMO of
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5.2 Surface and Interface Chemistry of Other Aromatic Molecules

azulene, indicating electron transfer from the substrate to the molecule. The
adsorption height and molecular deformation are determined using nc-AFM.
Here, azulene is found to adsorb closer to the surface and to show a stronger
deformation than naphthalene.

All the data are accompanied by extensive theoretical studies, which are in
line with the experimental findings and further prove the much stronger inter-
action of azulene with the Cu(111) surface compared with naphthalene. While
naphthalene can be considered as purely physisorbed the strong interactions of
azulene can be attributed to the formation of a chemical bond. As a last point,
azulene is used as a molecular model system for 5-7 defects in graphene. Periodic
density functional theory (DFT) calculations of the defect structure show charge
accumulation at the five-membered and depletion at the seven-membered ring,
and new electronic states in the density of states (DOS) arise near the Fermi
edge due to the presence of the defect.

Own Contribution

The project leading to this publication was conceived by Prof. Dr. J. Michael
Gottfried and started by Dr. Benedikt P. Klein and me with DFT calculations of
azulene and naphthalene on the Ag(111) surface under the supervision of Prof.
Dr. Ralf Tonner (not included in the article). Regarding the data shown in the
publication I performed the STM measurements with the combined STM and
XPS setup in the laboratory of the Gottfried group in Marburg (cf. Section 3.4.1).
Furthermore, I was part of the experimentalist team, who performed UPS experi-
ments at the LowDosePES end-station of the PM4 beamline (cf. Section 3.4.3) at
the synchrotron radiation facility BESSY II in Berlin during a beamtime together
with Dr. Benedikt P. Klein, Katharina K. Greulich and Lukas Ruppenthal. Dr.
Benedikt P. Klein wrote the manuscript and all co-authors contributed to its
discussion.
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The interaction of carbon-based aromatic molecules and nanostructures with metals can strongly depend
on the topology of their π-electron systems. This is shown with a model system using the isomers azulene,
which has a nonalternant π system with a 5-7 ring structure, and naphthalene, which has an alternant π
system with a 6-6 ring structure. We found that azulene can interact much more strongly with metal surfaces.
On copper (111), its zero-coverage desorption energy is 1.86 eV, compared to 1.07 eV for naphthalene. The
different bond strengths are reflected in the adsorption heights, which are 2.30 Å for azulene and 3.04 Å for
naphthalene, as measured by the normal incidence x-ray standing wave technique. These differences in the
surface chemical bond are related to the electronic structure of the molecular π systems. Azulene has a low-
lying LUMO that is close to the Fermi energy of Cu and strongly hybridizes with electronic states of the
surface, as is shown by photoemission, near-edge x-ray absorption fine-structure, and scanning tunneling
microscopy data in combination with theoretical analysis. According to density functional theory
calculations, electron donation from the surface into the molecular LUMO leads to negative charging
and deformation of the adsorbed azulene. Noncontact atomic force microscopy confirms the deformation,
while Kelvin probe force microscopy maps show that adsorbed azulene partially retains its in-plane dipole.
In contrast, naphthalene experiences only minor adsorption-induced changes of its electronic and geometric
structure. Our results indicate that the electronic properties of metal-organic interfaces, as they occur in
organic (opto)electronic devices, can be tuned through modifications of the π topology of the molecular
organic semiconductor, especially by introducing 5-7 ring pairs as functional structural elements.

DOI: 10.1103/PhysRevX.9.011030 Subject Areas: Chemical Physics,
Condensed Matter Physics,
Materials Science

I. INTRODUCTION

Carbon-basedmaterials with aromatic π-electron systems,
such as π-conjugated molecular solids [1,2], polymers [3,4],

and low-dimensional nanostructures [5,6], have attracted
considerable attention as organic semiconductors [7–9]. A
crucial aspect for the application of these materials in (opto)
electronic devices is their interface formation with metal
surfaces at the contacting electrodes. The electronic proper-
ties of the resulting metal-organic interfaces determine
important performance parameters such as charge carrier
injection rates [10,11]. Precise control over various interface
properties, especially the wave-function overlap and the
energy-level alignment, is therefore critical for the rational
improvement of organic electronic devices [12].
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The properties of a π-electron system are largely deter-
mined by its topology, i.e., the connectivity pattern as
expressed through the topological matrix in the Hückel
molecular orbital (HMO) theory [13]. Most organic semi-
conductors have carbon backbones with alternant topology
because they consists of six-membered rings [1,7]. Only very
recently has increased interest in so-called nonalternant
aromatic structures [14] arisen in the field of graphene
nanoribbons [15], nanographenes [16], and polycyclic aro-
matic hydrocarbons [17,18]. These nonalternant structures
often contain linked 5- and 7-membered rings. It has been
recognized that their unique electronic structure makes
nonalternant aromatic systems highly interesting as novel
(opto)electronic semiconductor materials for organic field-
effect transistors (OFET) and photovoltaic cells (OPVC)
[19,20]. Nonalternant structural elements also occur in
graphene in the form of 5-7 defects [21,22]. Theoretical
studies have predicted that various properties of graphene
depend on the presence of these nonalternant structural
elements, including electron transport properties [23,24],
mechanical stability [25,26], magnetism [27], and chemical
reactivity [28].
While interfaces between metals and alternant organic

semiconductor materials have been widely studied [29–33],
up until now it has not been known how the surface chemical
bond is influenced by nonalternant structural elements. To
address this fundamental question, we perform a direct
comparison between two isomeric aromatic molecules on
a Cu(111) surface. One of these isomers, azulene, is a
prototypical nonalternant aromatic system with a 5-7 ring
structure, while naphthalene, with its 6-6 ring structure,
serves as its alternant counterpart (Fig. 1). Some previous
work exists for naphthalene on Cu(111) [34–38] but not for
azulene. Copper was chosen as a model substrate because
of its frequent use for the epitaxial growth of graphene
[39–41] or the on-surface synthesis of carbon-based
nanostructures [42].
Below, we show that the topology of the molecular π

system drastically influences its electronic interaction with a
metal surface. It is therefore proposed that the incorporation

of nonalternant structural elements in molecular semicon-
ductors can be used to control and to optimize performance-
related properties of functional metal-organic interfaces.
Recent achievements in the synthesis on novel, structurally
complex, nonalternant, aromatic molecules [16,19,20,43]
show that this is a feasible and promising approach.
For a quantitative comparison of the adsorbate-metal

bonds of aromatic 5-7 and 6-6 carbon skeletons, we
determine the adsorbate-substrate bond distances with the
normal incidence x-ray standing wave (NIXSW) technique
and noncontact atomic force microscopy (nc-AFM), while
adsorbate-substrate bond energies are measured by
temperature-programmed desorption (TPD). The electronic
structures are analyzed by x-ray and UV photoelectron
spectroscopy (XPS/UPS) in combination with near-edge
x-ray absorption fine-structure (NEXAFS) measurements.
Complemented by dispersion-corrected density functional
theory (DFT) calculations, our results provide a detailed
understanding of the surface chemical bond and its depend-
ence on the π topology.

II. METHODS

A. Experimental methods

The interaction of azulene and naphthalene with Cu(111)
was studied under ultrahigh vacuum (UHV) conditions.
Azulene (Sigma-Aldrich, purity> 99.0%) and naphthalene
(Sigma-Aldrich, purity > 99.7%) were introduced into the
vacuum systems through leak valves after initial pump-
freeze-thaw cycles of the reservoirs. A polished Cu(111)
single-crystal surface (purity > 99.9999%, roughness
< 0.03 μm, orientation accuracy < 0.1°, from MaTecK/
Germany) was prepared by iterated sputtering with Arþ
ions (0.5–1 keV, 5–15 μA, 30 min) and annealing (800–
830 K, 15 min). Surface cleanliness and structure were
confirmed by XPS, low energy electron diffraction, and
scanning tunneling microscopy (STM). Sample temper-
atures were measured with a type K thermocouple directly
mounted to the Cu single crystal. Coverages are given in
monolayers (ML). The coverage was determined by a
consistent routine using XPS, nc-AFM, and TPD measure-
ments. For a detailed description, see the Supplemental
Material [44].
NIXSW measurements were performed at the undulator

beam line I-09 at Diamond Light Source in Didcot, UK,
using a VG Scienta EW4000 HAXPES hemispherical
electron analyzer for photoelectron detection, which is
mounted at 90° with respect to the incident x-ray beam.
Nondipolar effectswere neglected in the data analysis, which
was performed using the software package Torricelli [45].
The sample temperaturewas approximately 150K,which led
to a Bragg energy of 2980 eV for the Cu(111) lattice planes.
TPD measurements were carried out with a HIDEN

EPIC 1000 mass spectrometer mounted inside a differ-
entially pumped cryoshroud cooled to 80 K with l-N2. This

FIG. 1. Right, graphene lattice with an embedded nonalternant
5-7 defect, highlighted in blue. If this structural element is cut out
of graphene and terminated with hydrogen atoms, the resulting
molecule is azulene, shown on the left. Its isomer naphthalene
serves as the complementary model system for the regular,
alternant 6-6 structure, highlighted in red.

BENEDIKT P. KLEIN et al. PHYS. REV. X 9, 011030 (2019)
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setup is a variant of line-of-sight mass spectrometry [46]
and ensures that molecules hitting the inner wall of the
cryoshroud stick there, such that the mass spectrometer
detects only molecules with a straight trajectory between
sample and detector. This leads to improved quality of the
TPD traces and is the basis for their quantitative analysis.
XPS was performed with monochromatic Al-Kα radia-

tion using a SPECS XR 50 M x-ray anode, a FOCUS 500
monochromator, and a PHOIBOS 150 electron energy
analyzer equipped with an MCD-9 multichanneltron detec-
tor. Work functions were measured with He-I radiation
from a UVS 10=35 gas discharge lamp. UPS was per-
formed at the PM4 dipole beam line with the LowDosePES
end station at the synchrotron radiation facility BESSY II
(Helmholtz-Zentrum Berlin) using a Scienta ArTOF angle-
resolved time-of-flight spectrometer. A photon energy of
16.5 eV was used.
NEXAFS spectroscopy was also performed at BESSY II

using the HE-SGM dipole beam line, which provides
linearly polarized radiation with a polarization factor of
0.91 and an energy resolution of 300 meV at the carbon
K-edge. The partial electron-yield (PEY) mode was used
with a retarding field of −150 V and a channeltron detector
voltage of 2.2 keV. Further information on the data treat-
ment can be found in the Supplemental Material [44].
For variable-temperature scanning tunneling microscopy

(VT-STM), a SPECS 150 Aarhus STM with SPC 260
electronics was used. VT-STM measurements were per-
formed at a sample temperature of 150 K using an etched
tungsten tip conditioned by initial Arþ sputtering and
pulsing. The reported bias voltages refer to the sample.
The STM images were recorded in constant-current mode
and were processed with WSxM v5.0 D8.4 [47] by care-
fully using flatten and plane tools, scale adjustment, and
slightly filtering with a Gaussian filter.
The nc-AFM images were taken with an Omicron

NanoTechnology LT-STM/AFM with a commercially
available qPlus sensor, operating at approximately 4.6 K
in UHV with an average pressure of 5 × 10−10 mbar. The
baked qPlus sensor (3 h at 120 °C) had a quality factor of
Q ≈ 30 000, a resonance frequency of f0 ¼ 21 922 Hz, and
a peak-to-peak oscillation amplitude of less than 1 Å. Tip
conditioning was accomplished with controlled crashes
into the copper surface and bias pulses until the STM
resolution was satisfactory. The tip apex was functionalized
with a CO molecule. The AFM was operated in constant-
height mode, and AFM images show the frequency shift
(Δf) with respect to the resonance frequency. During the
AFM scan, the tunneling current was also measured, which
gives a constant-height STM scan.

B. Density functional theory calculations

Periodic density functional theory calculations of azu-
lene and naphthalene on Cu(111) were performed with the
Vienna Ab Initio Simulation Package (VASP) [48–51]. The

PBE functional [52] was used in combination with the
third-generation van der Waals dispersion correction by
Grimme (DFT-D3) [53] and the projector-augmented wave
(PAW) ansatz [54,55] for the atomic cores. Further details
can be found in the Supplemental Material [44].
XP and x-ray absorption spectra were calculated using the

pseudopotential plane-wave code CASTEP-17.1 [56]. For
the XPS chemical shifts, the delta self-consistent field
(DeltaSCF) method of constraining electronic occupations
to resemble full core-hole excitations was used. NEXAFS
simulations were performed using on-the-fly generated
USPPs and the CASTEP module ELNES [57] and the
transition-potential approach [58,59]. For more details on
the computational settings, analysis, and implementation, see
the Supplemental Material [44] and Diller et al. [60] as well
as Maurer and Reuter [61]. Furthermore, the Supplemental
Material [44] contains additional NEXAFS simulations
obtained by a more approximate method.

III. RESULTS

A. Adsorbate-substrate bond distances
(adsorption heights)

The vertical distance of an adsorbed molecule from the
surface is an important parameter for the quantitative
characterization of the adsorbate-substrate bond. Tomeasure
the adsorption heights of azulene and naphthalene over the
Cu(111) surface [Fig. 2(a)], we used the NIXSW technique.
This method utilizes the standing x-ray wave field generated
by a crystalline substrate when near-normal incidence x rays
undergo Bragg diffraction on a set of lattice planes H ¼
ðhklÞwith a distance of dH [62]. The standingwave field can
be vertically shifted by dH=2 by scanning the photon energy
E through the Bragg energy [62].
At any certain adsorption height, the photon field intensity

will therefore change in a characteristic way during such a
scan. Hence, one expects characteristic x-ray absorption
profiles for different adsorption heights since the atomic
absorption is proportional to the local photon intensity. By
recording the photoelectron yield of any core level of this
species, which is (within the dipole approximation) propor-
tional to the atomic absorption, one can measure the x-ray
absorption profile at the position of the adsorbate atom and
obtain the height DH of this atomic species relative to the
substrate diffraction plane locations. The variation of the
atomic absorption IðEÞ can be calculated with dynamical
diffraction theory and follows the equation

IðEÞ ¼ 1þ Rþ 2
ffiffiffiffi
R

p
· FH · cosðΦþ 2π · PHÞ; ð1Þ

where R ¼ RðEÞ is the reflectivity and Φ ¼ ΦðEÞ is the
phase of the standing wave field [63,64].
Data analysis on the basis of Eq. (1) provides the

coherent position PH and the coherent fraction FH. The
coherent position PH equals DH modulo dH, i.e., DH=dH ¼
nþ PH (n ¼ 0, 1, 2…) In the case of single-site adsorption,
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i.e., when each atomic species occupies only one adsorp-
tion height (this is the relevant case for the systems
discussed here), FH is a measure for the scattering of
the real heights around the coherent position. A coherent
fraction of FH ¼ 1 means that all contributing atoms have
exactly the same height DH, whereas a fraction of FH ¼ 0
means that they have a random height distribution. Note
that the latter is not necessarily true if (at least) two clearly
different adsorption heights occur. In this case, averaging of
coherent positions and fractions has to be performed in an
Argand vector diagram [62–65].

For our systems, we used the background corrected total
intensity of the C 1s spectral region to obtain the photo-
electron yield curve for each individual NIXSW scan.
A typical yield curve is shown in Fig. 2(b). A distinction
between the different carbon atoms within one molecule
was not possible because the core level shifts were too
small compared to the available energy resolution. Note
that we have not performed any correction for nondipolar
parameters in our analysis since the NIXSW data were
recorded close to grazing emission geometry (90° between
incident x-ray beam and the analyzer). In this geometry,
nondipolar effects are minimal.
The results of the analysis are summarized in the Argand

diagram in Fig. 2(c). The coherent position for azulene at
monolayer coverage is PH ¼ 0.11� 0.01, which yields an
adsorption height of DH ¼ 2.30� 0.03 Å. This number
was derived using dH ¼ 2.08 Å for the Cu(111) surface at
the measurement temperature of 150 K. The corresponding
coherent fraction of FH ¼ 0.80� 0.06 is in a typical range
for a rather homogeneous contribution of the adsorption
heights. For the naphthalene monolayer, the analysis gives
a coherent position of PH ¼ 0.46� 0.01, from which an
adsorption height of 3.04� 0.03 Å is obtained. The coher-
ent fraction is similar, with FH ¼ 0.74� 0.08.
Comparison of these values [see also Fig. 2(a)] reveals a

much lower adsorption height for azulene. A shorter
adsorbate-substrate bond distance typically indicates a
stronger bond [66], which agrees with the higher desorption
energy of azulene as discussed below. The adsorption
height for naphthalene is quite similar to the sum of the
van der Waals radii of a carbon and a copper atom (3.10 Å)
[67]. In contrast, the adsorption height of azulene, 2.30 Å,
is closer to known organometallic carbon-copper bond
lengths of approximately 2.10 Å [67]. All these consid-
erations lead to the conclusion that naphthalene engages
only in dispersive interaction with the Cu(111) surface,
whereas azulene forms a chemical bond.
NIXSWas a laterally integrating technique averages over a

large number of molecules. Later, we present nc-AFM data
that qualitatively confirm the height difference between
azulene and naphthalene on the single-molecule level.

B. Adsorbate-substrate bond energies

Another quantitative parameter describing the strength of
the adsorbate-substrate interactions is the activation energy
for desorption, which can be derived from temperature-
programmed desorption (TPD) data [68–70]. At low
submonolayer coverages, the TPD traces of both molecules
are governed by first-order desorption kinetics [Figs. 3(a)
and 3(b)]. As can be seen, the low-coverage desorption
maxima occur at 520 K for azulene and at 340 K for
naphthalene. Qualitatively, this large temperature differ-
ence shows that the adsorbate-substrate interaction is
substantially higher for the 5-7 isomer.

FIG. 2. Adsorption heights from NIXSW measurements for
azulene and naphthalene on Cu(111), coverage 1 ML. (a) Space-
filling adsorbate models with the heights true to scale as obtained
from NIXSW. (b) C 1s photoelectron yields for azulene (top) and
naphthalene (center) along with the x-ray reflectivity RðEÞ
(bottom) as a function of the photon energy around the Bragg
energy EBragg. The yield data are shown as open circles (with error
bars); the solid blue and red lines are fits with Eq. (1). (c) Argand
diagram with the results of the individual measurements in light
colors and the averaged value in bold colors, with error bars.
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With increasing coverage, the TPD traces of both mole-
cules broaden towards lower temperatures. The effect, which
is attributed to lateral intermolecular repulsion, is more
pronounced for azulene. Its monolayer TPD trace reaches
a width of 330 K, compared to 180 K for naphthalene (bold
lines). Lateral intermolecular repulsion in adsorbates on
metal surfaces is usually dominated by a dipole-dipole
interaction between vertical dipoles created by electron
transfer between molecules and surface, as well as by the
pillow (or pushback) effect. This effect is caused by Pauli
repulsion between the electrons in the molecule and those in
themetal [71–74]. Apparently, these effects play a larger role
for azulene than for naphthalene. The vertical dipole
moments are also related to the adsorbate-induced work-
function change.We show below that azulene causes a larger
work-function change than naphthalene, in line with the
stronger lateral repulsion of the former.
The high-coverage TPD traces of azulene show an

additional desorption maximum at 300 K, which is attrib-
uted to a compressed phase occurring close to monolayer
saturation (above 0.7 ML). This phase can also be observed
in the nc-AFM images discussed below. Above monolayer
coverage, narrow second-layer peaks occur at 220 K
(azulene) and 190 K (naphthalene).
Quantitative analysis of the TPD spectra gives access to

the desorption activation energy Ed as a measure of the
adsorbate-substrate bond energy [68–70]. Themost rigorous
analyses, the so-called complete methods [75,76], are not
suitable here because of the strong lateral repulsion [70].
Instead, we use an alternative approach, which provides the
coverage-dependent desorption energy from a single TPD
trace [70,77]. The resulting curves for azulene and naph-
thalene are shown in Fig. 3(c) (solid lines). The desorption
energies in the zero-coverage limit, E0

d, are 1.86 eV for
azulene and 1.07 eV for naphthalene. This confirms that
azulene forms amuch stronger bond to themetal surface than

naphthalene. While both curves show a substantial decrease
of Ed with increasing coverage as a result of the lateral
repulsion, the effect is more pronounced for azulene. In the
case of naphthalene, Ed decreases nearly linearly with
coverage following the equation Ed ¼ ð1.07 − 0.44ΘÞ eV,
whereΘ is in units of monolayers. In contrast, the desorption
energy of azulene is well described by the second-order
polynomial Ed ¼ ð1.86 − 0.67Θ − 0.40Θ2Þ eV for cover-
ages up to 0.75 ML. Figure 3(c) also shows the integral
desorption energies necessary for comparison with DFT
results (dashed lines).
The desorption prefactors used for the analysis are

determined by heating rate variation (HRV) analysis [68],
which is only meaningful for the regular first-order peaks in
the low-coverage range. The related data are presented in the
Supplemental Material [44]. For the respective coverages,
the HRV analysis also provides the desorption energies
[triangles in Fig. 3(c)], which agree well with the other data.

C. Occupied electronic states:
Photoelectron spectroscopy

The very different adsorption energies and heights of
azulene and naphthalene are expected to correspond to
characteristic differences in the electronic structure. First,
we focus on the molecules in a thick multilayer, i.e., without
the influence of the metal surface. The multilayer C 1s XP
spectra of azulene and naphthalene are compared in Fig. 4(a).
The C 1s signal of azulene has a broader shapewith a distinct
shoulder at the low binding energy side. This shape can be
understood by theoretical modeling. For this aim, we
calculate the relative peak positions for the different carbon
atoms in the molecule by DFT. The details of the calculation
and the theoretical modeling can be found in the
Supplemental Material [44]. The results are in agreement
with previously reported values [78]. While these calcula-
tions are performed for the isolated molecules, this

FIG. 3. TPD traces of (a) azulene and (b) naphthalene on Cu(111), with a heating rate 1.0 K=s. Curves with different initial coverageΘ0

are shifted along thevertical axis for clarity, but we start with a zero desorption rate in each case. Themonolayer coverages are marked by bold
lines. The other initial coverages are listed in Tables S II in the Supplemental Material [44]. (c) Desorption activation energies as a function of
coverage for azulene (blue) and naphthalene (red). Solid lines: Differential desorption energies. Dashed lines: Integral energies for comparison
with DFT calculations. Black dotted lines: Fits of the differential desorption energies with the equations mentioned in the text. Triangles:
Energies from HRV analysis. Note that HRV is only possible at low coverages, where the peaks have a regular first-order shape.
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simplification appears to be justified considering that the
intermolecular interactions in the multilayer are relatively
weak and thus have only little influence on the electronic
energies and transitions. The resulting theoretical model
agrees well with the experimental data for azulene. It further
reveals that the shoulder at low binding energies is associated
with the five-membered ring. For naphthalene, the calcu-
lations of the C 1s spectrum are performed in the same way
and confirm the narrower peak shape of the experimental
spectrum. In the azulene multilayer spectrum [Fig. 4(a)], a
shake-up satellite at 289 eV is shown in grey. The corre-
sponding satellite for naphthalene appears above 290 eVand
is thus not visible in this plot. However, it can be seen in an
extended plot in Fig. S3 of the Supplemental Material [44].
In the monolayer, the differences between the XP spectra

of azulene and naphthalene are even more pronounced. As
can be seen in Fig. 4(b), the naphthalene signal is shifted by
only −0.2 eV relative to its multilayer position and is only
slightly asymmetric. In contrast, the azulene peak shifts by
−0.5 eV and develops a strong asymmetry. The asymmet-
ric peak shape is attributed to the interaction of the C 1s
core hole with electron density close to the Fermi edge [79].
This is an indication for a distinctly different electronic
valence structure of azulene compared to naphthalene when
adsorbed on Cu(111). In an initial-state picture, the shift of
the C 1s signal of azulene towards lower binding energies
suggests a transfer of negative charge from the surface to
the molecule. Further evidence for a negative charging of
the molecule will be presented below. In addition, the closer
distance of the azulene molecule to the surface will likely
cause increased final-state screening, which would also
lead to a shift to lower binding energy.
Synchrotron-based valence photoelectron spectroscopy

(PES) was used for the direct probing of the occupied

valence electronic structure. In the PE spectra, the molecu-
lar states already occupied in the free molecules cannot be
identified because they have binding energies above 2 eV
and thus are obscured by the d-band of the substrate.
Nevertheless, the important changes in the valence elec-
tronic structure close to the Fermi edge are quite visible
[Fig. 4(c)]. For azulene=Cuð111Þ, the entire range between
the Cu d-band and the Fermi edge experiences a massive
rise in intensity with a broad maximum around 0.3–0.4 eV.
In contrast, naphthalene only causes attenuation of the
region between 0 and 2 eV, including the surface state. The
occurrence of broad, adsorbate-related features for azulene,
but not for naphthalene, is consistent with the calculated
densities of states, as will be discussed later.
Adsorbate-induced work-function changes were extracted

from He-I UPS data and show that both azulene and
naphthalene lower the work function of the Cu(111) surface.
The change is larger for azulene with −1.07 eV than for
naphthalene with −0.73 eV, both at full monolayer cover-
age. Apparently, azulene causes a larger vertical surface
dipole upon adsorption than naphthalene, in agreement with
the stronger intermolecular repulsion of azulene observed
in TPD. The negative sign of the work-function change
indicates that the pillow effect is dominant and overcom-
pensates for any contributions by the charge transfer from
the surface to the molecule.

D. Unoccupied electronic states: NEXAFS

Information about the unoccupied valence electronic
structure of the adsorbed molecules is obtained from carbon
K-edge NEXAFS spectra. Multilayers of both molecules
show a distinct set of π� and σ� resonances, which are well
reproduced by the theoretical calculations, as shown
in Fig. 5.

FIG. 4. Photoelectron spectra: (a) Multilayer C 1s XP spectra of azulene and naphthalene, compared with a theoretical model based
on DFT calculations. Black circles are experimental data; red lines are fitted results from DFT-based model calculations. The colors of
the component peaks correspond to the colors of the labels on the molecular formulas. The shake-up satellite of azulene is shown in grey.
(b) C 1s XP spectra of monolayers of azulene and naphthalene on Cu(111). The dotted lines indicate the shifts relative to the multilayer
peak positions. (c) UP spectra of azulene and naphthalene monolayers and of the clean Cu(111) surface, taken with a photon energy
of 16.5 eV.
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In the monolayer spectra, the π� resonances disappear

when the electric field vector of the incident x rays is
parallel to the surface (i.e., 90° relative to the surface
normal). This shows that the molecular planes are parallel
to the surface for both azulene and naphthalene.
In the case of naphthalene, the monolayer spectrum taken

with the electric field vector oriented 25° relative to the
surface normal closely resembles the multilayer spectrum;
only a slight signal broadening is visible. This result confirms
that the unoccupied valence electronic states of naphthalene
are only weakly influenced by the metal surface.
For azulene, however, the shape of the π� resonance is

very different in the monolayer and multilayer spectra. The
narrow π� peak in the multilayer spectrum, resulting from
the excitation into the LUMO and LUMOþ1 of the azulene
molecule, turns into a very broad monolayer feature, which
is lower in intensity and covers a broad range of 5 eV. For
both systems, the NEXAFS spectra are correctly reproduced
by DFT-based transition potential simulations, which are
discussed in detail later. A simpler approach for simulating
NEXAFS spectra based only on ground-state properties can
be found in the Supplemental Material [44].

E. Geometric structure: Scanning probe microscopies

Local information about the bonding situation of azulene
as the model 5-7 structural element is obtained by scanning

probe microscopies. These methods also provide valuable
input for the DFT calculations discussed further below
because there is no information in the literature about the
adsorbate structure of azulene onCu(111), in stark contrast to
naphthalene [34–36,38,80]. In the low submonolayer range,
azulene avoids the formation of ordered islands, in line with
the strong lateral repulsion seen in TPD. Corresponding
submonolayer STM and nc-AFM images are shown in
Fig. S4 of the Supplemental Material [44]. When the
coverage is increased, azulene eventually forms a long-
range-ordered, commensurate ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° super-
structure [Fig. 6(a)]. This structure does not represent the
saturated monolayer but has a coverage of only 0.65 ML.
(Note that 1 ML is defined here as the coverage in the
saturated monolayer as determined by TPD.) Upon deposi-
tion of additional molecules onto this commensurate struc-
ture, themolecules are evenmore closely packed but lose the
long-range order. This case is illustrated in the nc-AFM
image in Fig. 6(b), which still shows one unit cell of the
commensurate ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° structure in the image
center. Themolecules surrounding this unit cell, however, are
more densely packed and break the translational symmetry.
Formation of a commensurate phase, which is followed

by a more densely packed, incommensurate phase without
long-range order at full monolayer coverage, has previously
been found for other organic molecules with lateral inter-
molecular repulsion and preference of a certain adsorption

FIG. 5. Experimental carbon K-edge NEXAFS spectra and
corresponding DFT simulations for (a) azulene and (b) naphtha-
lene. Upper part: Multilayer spectra and simulations for the free
molecule. The multilayer spectra were taken with the electric
field vector oriented 90° relative to the surface normal. Lower
part: Monolayer spectra and simulations for different angles of
the electric field vector relative to the surface normal as indicated.
The simulations for the free molecules are displayed both as
isolated excitations and after broadening; the simulations for the
monolayers are only shown in broadened form. For the broad-
ening, each excitation is represented by a pseudo-Voigt peak with
an increasing width and Lorentzian contribution at higher photon
energies. The simulated spectra were shifted by −6.1 eV to match
the experimental data.

FIG. 6. STM and nc-AFM images of azulene on Cu(111).
(a) Large-scale STM image of azulene on Cu(111), commensu-
rate ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° structure (0.65 ML), It ¼ −0.06 nA
Ut ¼ −1.28 V, scale bar ¼ 5 nm. (b) nc-AFM image of azulene
on Cu(111), partially compressed phase (total coverage
0.78 ML), with an overlaid unit cell of the ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30°
structure, scale bar ¼ 0.5 nm. Note the disordered structure with
higher density around the central unit cell of the commensurate
structure. (c) nc-AFM image of an azulene molecule, (d) corre-
sponding STM constant-height image, (e) DFT Tersoff-Hamann
simulation of azulene adsorbed on Cu(111) within an energy
range of 0 to 0.1 V below EF. Scale bar for ðc-eÞ ¼ 0.1 nm.
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site, such as porphine on Ag(111) [81]. The transition from
the compressed quasidisordered phase to the commensurate
ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° phase during desorption is associated
with the small maximum around 300 K in the TPD curve
[Fig. 3(a)].
In the nc-AFM images, the two rings of the azulene

molecule can clearly be distinguished, and thus its
azimuthal orientation on the surface can be determined. In
the ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° unit cell, all molecules point along
the ½11̄0� direction (and symmetry equivalent directions) of
the substrate.
During the nc-AFM scans, naphthalene showed a higher

tendency for tip-induced lateral displacements, whereas
azulene was more resistant to accidental manipulation and
only occasionally showed rotation by a 60° angle. Example
images for both phenomena are shown in Figs. S5 and S6 of
the Supplemental Material [44]. The reduced susceptibility
of azulene for tip-induced displacement probably also
means that it has a higher barrier for spontaneous diffusion.
In Figs. 6(c)–6(e), we compare an nc-AFM image of an

adsorbed azulene molecule with the corresponding con-
stant-height STM scan and with a DFT Tersoff-Hamann
simulation [82]. The nc-AFM image in Fig. 6(c) shows the
molecular structure with the five- and seven-membered
rings. The STM current map in Fig. 6(d) was taken during
the nc-AFM scan with negative sample bias (i.e., with
electrons flowing from the sample to the tip) and shows
well-defined features with lobes and nodes. Considering
the bias voltage, these features must be attributed to an
occupied state of the adsorbed azulene. They are well
reproduced by a Tersoff-Hamann simulation using the DFT
density of states (DOS) in the energy range from 0 to 0.1 eV
below the Fermi energy [Fig. 6(e)]. The shape of this
occupied state closely resembles that of the LUMO of the
free molecule, as will be discussed in more detail below.
The difference in adsorption height between azulene and

naphthalene as found by NIXSW was also measured on the
single-molecule level by comparing the positions of the
minima of frequency shift distance, i.e., ΔfðzÞ curves [83].
The inset of Fig. 7(a) shows a STM image of codeposited
azulene and naphthalene molecules. Naphthalene appears
as a single bright white feature, whereas azulene is imaged
as a two-segmented grey shape. The vertical and lateral
position at which the feedback loop was interrupted
is the same for both molecules (above the metal, the
STM set point of V ¼ 100 mV and I ¼ 10 pA corresponds
to z ¼ 0 Å). The minimum zmin in the ΔfðzÞ curve for
azulene occurs 0.92� 0.08 Å closer to the substrate than
for naphthalene. This difference is highly reproducible
for different tip terminations and molecules. Considering
the margins of error, this value is only slightly larger than
the difference in the NIXSW heights of 0.74� 0.06 Å. The
deviation between NIXSW and AFM values is possibly a
temperature-related effect or due to small influences of the
AFM tip.

The AFM-based height measurements also reveal a
substantial adsorption-induced deformation of the azulene
molecule. Figure 7(b) shows a constant-height nc-AFM
image of azulene, in which the 5-7-ring structure is clearly
resolved. The corresponding Fig. 7(c) shows a map with the
lateral variation of zmin, indicating that the apices of the
5- and 7-membered rings are located farther away from
the surface than the C─C bond that joins the two rings. This
V-shaped adsorption geometry is later confirmed by DFT
calculations [Figs. 7(e) and 8]. A detailed comparison of
the relative heights as extracted from the AFM experiments
and DFT calculations is given in Figs. 7(d) and 7(e). The
value for the atom with the highest position is set to zero.
Both in the experiment and in theory, one long side of the
molecule is located somewhat closer to the surface than the
other. These results demonstrate that AFM can be used to
detect vertical relaxations in single molecules in the range
of a few pm.
The free azulene molecule has a considerable in-plane

dipole moment of 0.8 D [67]. To establish whether azulene
adsorbed on Cu(111) still has an in-plane dipole moment,
we performed Kelvin probe force microscopy (KPFM)
experiments [83–85]. The maps extracted from these
experiments show how the local contact potential

FIG. 7. (a) ΔfðzÞ spectra over azulene and naphthalene
molecules illustrating the difference in zmin, which is indicative
of the difference in adsorption height. The inset is an STM image,
where the blue and red dots indicate the positions at which the
ΔfðzÞ spectra were taken. The STM image was acquired with
It ¼ 10 pA atUt ¼ 100 mV. (b) Constant-height nc-AFM image
of a single azulene molecule at −180 pm w.r.t. an STM set-point
of 10 pA at 100 mV. (c) zmin map of azulene, overlaid with carbon
(black) and hydrogen (white) atom positions. (d) Experimentally
obtained zmin height of all C atoms with respect to the C atom at
the apex of the 5-membered ring, in pm. (e) zmin heights of all C
atoms with respect to the nose-C atom calculated by DFT, in pm.
(f) KPFM map of a single azulene molecule, overlaid with carbon
(black) and hydrogen (white) atom positions. (g) Model of the
azulene molecule indicating the direction of the dipole moment.
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difference varies. This quantity is related to the electrostatic
potential above the sample [84]. The KPFM maps pre-
sented here are obtained from finding the maximum (V�) of
ΔfðVÞ curves extracted from a set of constant-height AFM
images at increasing bias [85]. Figure 7(f) presents a V�
map of a single azulene molecule. The V� for the 5-
membered ring is about þ0.52 V, while for the 7-mem-
bered ring, it is þ0.42 V. The value of V� represents the
voltage needed to minimize the electrostatic interaction
between the tip and the molecule. Above the
5-membered (7-membered) ring, a larger (smaller) positive
voltage is needed to compensate for the presence of the
negative (positive) charge. From the V� data shown in
Fig. 7(f), it is evident that the adsorbed molecule has an
in-plane dipole along the long molecular axis, pointing

from the 5- to the 7-membered ring. The magnitude of the
retained dipole moment cannot be extracted from such
experiments [86].

F. Theoretical analysis

For additional insight into the surface chemical bond of
azulene and naphthalene, dispersion-corrected periodic
density functional theory calculations (DFT-D3) [53] were
performed for the ordered ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° structure,
which was found in the STM images of azulene=Cuð111Þ
[Fig. 6(a)]. This structure is not observed for
naphthalene=Cuð111Þ, but as the ð2 ffiffiffi

3
p

× 3Þ-Rect structure
known in the literature has the same coverage, it is also
used here for better comparability [34,36]. For both
molecules, the same preferential adsorption site is found.
In this geometry, the molecules adsorb with each ring above
an hcp hollow site, as shown in Figs. 8(a) and 8(b). This
result is in agreement with the nc-AFM data, which show
that the molecules are aligned along a principal direction of
the surface, which is also the case with this adsorption site.
Closer inspection of the adsorbate geometries reveals

that the azulene molecule and the top layer of the surface
undergo substantial adsorption-induced deformations. The
surface copper atoms in the unit cell differ in height by up
to 0.14 Å, as is visualized in Fig. 8(c). For comparison,
naphthalene does not cause any significant deformation of
the surface [Fig. 8(d)]. Azulene experiences an out-of-plane
deformation, which brings the bridging carbon atoms closer
to the surface than the apex atoms of the rings [Fig. 8(e)].
This was also observed with nc-AFM [Figs. 7(c) and 7(d)].
In addition, azulene shows extensive changes of the in-
plane bond lengths, in particular, a shortening of the
bridging bond (−3.6 pm) and elongations of the other
bonds (up to þ4.5 pm). This can be explained by electron
donation into the LUMO [as shown in Fig. 9(a)] because its
bonding and antibonding contributions agree with the
pattern in the bond length changes. In the case of
naphthalene, the adsorption-induced deformations are
much smaller [Figs. 8(d), 8(f), and 8(h)].
The adsorption height was calculated as the distance

between the average height of the carbon atoms and the
relaxed height of the first substrate layer without a molecule.
For naphthalene, this approach gives a height of 2.96 Å,
which is only slightly smaller than the sum of the van der
Waals radii of a carbon and a copper atom (3.10Å) and thus is
consistent with the van der Waals character of the naph-
thalene-copper interaction. In the case of azulene, the
calculated distance of 2.33 Å is closer to the sum of the
covalent radii of a carbon and a copper atom (2.20 Å), in line
with the much stronger bond of azulene. Both calculated
values are in excellent agreement with the NIXSW results of
2.30 Å for azulene and 3.04 Å for naphthalene.
In this comparison, we have considered that the standing

x-ray wave is formed by the bulk lattice planes, and
therefore, the experimental height value is the distance

FIG. 8. Structural data for azulene and naphthalene on Cu(111)
from dispersion-corrected DFT-D3 calculations. (a,b) Top view
of the optimized ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° structure. The most favor-
able adsorption site for both molecules is hcp-hcp. (c,d) Vertical
displacements (in pm) of the copper atoms in the topmost layer,
compared to the relaxed surface without a molecule. Positive
values mean a displacement towards the molecule. (e,f) Side view
of the molecule in the optimized ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° structure.
Azulene shows a large distortion and is much closer to the surface
than naphthalene (average adsorption height 2.34 Å vs 2.96 Å).
(g,h) Changes of the in-plane bond lengths relative to the gas
phase structure (in pm).
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between the carbon atoms of the molecule and the ideal,
unrelaxed surface layer. For Cu(111), the vertical relaxation
of the adsorbate-covered first layer proved to be very small
in our calculations (less than 0.01 Å), and thus the
relaxation correction is actually negligible.
In the electronic adsorption energies yielded by the DFT-

D3 calculations, azulene shows a much higher value than
naphthalene, Eads ¼ −1.79 eV and −1.40 eV, respectively.
When zero-point vibrational energy (ZPVE) corrections are
taken into account, the energy for azulene increases to
Eads ¼ −1.87 eV, while there is no change for naphthalene
(because its vibrational frequencies are much less influ-
enced by the adsorption). To compare these DFT results
with TPD data, we must use the integral desorption energy
at the coverage of the ð2 ffiffiffi

3
p

× 2
ffiffiffi
3

p Þ-R30° structure used in
the DFT calculations (0.65 ML) and make the (here very
reasonable) assumption that the adsorption of azulene and
naphthalene has no activation barrier. The corresponding
experimental energies are 1.58 eV for azulene and 0.93 eV
for naphthalene [see Fig. 3(c), dashed lines]. In compari-
son, theory overestimates the adsorption energy by 0.29 eV
for azulene and by 0.47 eV for naphthalene, which is in the
range of expected deviations of current DFT methods [87].
In particular, dispersion-corrected DFT adsorption energies
of molecules on metal surfaces are typically overestimated
and usually show errors of this magnitude [88,89].
DFT also provides additional insight into the valence

electronic structure of the adsorbed molecules. For
azulene=Cuð111Þ, the carbon-projected DOS in Fig. 9(e)
shows a substantial density of states spread out over a
large energy window around EF, with only small variations
in magnitude. In contrast, naphthalene has a clear gap
in the carbon-projected DOS between −1.4 and þ0.5 eV
[Fig. 9(f)]. Both findings are in agreement with the UPS
data in Fig. 4(c). The reason for this different behavior is
related to azulene’s low-lying LUMO, which is very close to
the Fermi edge of Cu(111), as shown in Fig. 9(e). As a result,
the LUMO is pulled below EF and is partially filled with
electrons from the surface, as can be seen in the charge
density difference plot [Figs. 9(a) and 9(b)]. Comparison
with a related plot for naphthalene using the same isosurface
value shows no visible charge transfer [see Figs. 9(c)
and 9(d)]. If a much lower isosurface value is chosen, the
so-called pillow effect (i.e., the pushback of electron
density between the molecule and surface caused by Pauli
repulsion [71]) can be seen for bothmolecules, but it is much
larger for azulene. These additional charge density difference
plots are shown in Fig. S7 of the SupplementalMaterial [44].
The participation of the frontier orbitals in the surface

chemical bond is illustrated in Figs. 10(a) and 10(b), which
show the DOS projected onto the molecular orbitals of the
free molecules. Again, drastic differences can be seen
between azulene and naphthalene. The frontier orbitals
of azulene [Fig. 10(a)] undergo substantial energetic broad-
ening in the adsorbed state. As a result, the LUMO and

LUMOþ1 levels show large contributions below the Fermi
energy. In the case of naphthalene, the frontier orbitals are
much less broadened and the LUMO remains well above
the Fermi energy.
The adsorption-induced changes in the valence electronic

structure also have important consequences for the NEXAFS
spectra, as can be seen in the MO-projected NEXAFS
simulations [Figs. 10(c)–10(f)]. The LUMO and LUMOþ1
contributions are greatly reduced for azulene, when adsorbed
on Cu(111), because these orbitals are now partially occu-
pied and therefore are not fully available for an excitation
anymore. For naphthalene, adsorption does not result in
substantial spectral changes. Note that the MO contributions
do not seem to add up to the total spectrum for azulene on Cu
(111) [Fig. 10(e)]. Because of the strong hybridization
between the molecular orbitals and the surface, as well as
final-state screening effects, the spectral contributions from
states with ground-state molecular orbital character are much
smaller than for the weakly interacting naphthalene.
The hybridization of the frontier orbitals also has

consequences for the charge redistribution between the

FIG. 9. Electronic structure of azulene and naphthalene on
Cu(111) from DFT calculations. (a,b) Charge density difference
plots for azulene. (c,d) Charge density difference plots for
naphthalene. The isosurface value is 0.003 e−=Å; electrons flow
from blue to red. In panel (a), electron enrichment in the shape of
the LUMO is clearly visible. (e,f) Carbon partial density of states
of the adsorbed species. The horizontal bars represent the
energies of the frontier orbitals of the free molecules. These
energy levels are shifted to align the lowest valence orbitals for
the free and the adsorbed molecules. The figure also shows
images of the HOMO and LUMO as calculated by DFT.

BENEDIKT P. KLEIN et al. PHYS. REV. X 9, 011030 (2019)

011030-10

199



P8

surface and the molecule. The charge transfer is quantified
using two different methods. The Bader analysis method
[90] predicts that azulene receives 0.49 negative elementary
charges (e−) from the surface, resulting in a net negative
charge at the molecule. In contrast, naphthalene shows only
a very small charge transfer of 0.06 e− from the molecule to
the surface, i.e., in the opposite direction. Using an
alternative approach, we integrate the MO projection in
Figs. 10(a) and 10(b) up to EF, including the pulled-down
contributions of LUMO and LUMOþ1. The resulting
excess charges (negative charges) on the molecules are
1.39 e− for azulene and 0.13 e− for naphthalene, respec-
tively. Both methods thus indicate a significant surface-to-
molecule charge transfer. The partial charge is not an
observable property, and it is well known that different
methods give different absolute values. The chemisorbed
character of azulene on Cu(111) means that separation of
molecule and surface electronic states is not straightfor-
ward, either in real or in orbital space. However, the
considerable effects observed in the NEXAFS spectrum
of azulene upon adsorption indicate that the magnitude of
charge transfer is probably larger than predicted by the
Bader analysis method.

IV. DISCUSSION

The combined TPD, NIXSW, PES, NEXAFS, nc-AFM,
and DFT results provide a consistent picture of the surface
chemical bond of azulene and naphthalene on Cu(111).
Azulene, as a prototypical 5-7 system, forms a strong
chemical bond to the copper surface, whereas naphthalene
as a 6-6 system is only physisorbed. This difference is related
to the topology of the π-electron system. In naphthalene, the
π system has an alternant topology, which means that all
carbon atoms can be divided into two disjoint sets, such that
an atom of one set binds only to atoms of the other set [14].
All aromatic systems with 6-membered rings, the benzoid
systems, are alternant. In contrast, the 5-7π systemof azulene
has a nonalternant topology [Fig. 11(a)].
Alternant and nonalternant π systems show fundamental

differences in the electronic structure. The Coulson-
Rushbrooke theorem, which states that the energy levels
of the aromatic π system are symmetrically distributed, is

FIG. 10. MO projection analysis, left azulene, right naphthalene.
Contributions of the LUMO are shown in dark red and of the
HOMO in blue; higher and lower orbitals are shown in incre-
mentally lighter colors. Total DOS and total spectrum are shown in
black. (a,b) TDOS and MO-projected density of states of the
adsorbed species with the energies of the molecular frontier
orbitals. The nonvanishing TDOS around the Fermi energy is
caused by the metal substrate. (c,d) MO-projected NEXAFS
simulations of the free molecules. (e,f) MO-projected NEXAFS
simulations of the adsorbed molecules. The simulated spectra are
shifted by −6.1 eV to match the experimental data in Fig. 5.

FIG. 11. (a) Alternating labeling of the carbon atoms (red,
green), illustrating that the 6-6 system has an alternant and the 5-7
system has a nonalternant π system. The dipole moment of the
5-7 system can also be understood as a consequence of the
Hückel 4nþ 2 rule for aromatic systems [91], which requires
transfer of one electron from the heptagon to the pentagon, such
that an aromatic sextet (Clar sextet) can be formed [92]. (b) Frost-
Musulin diagrams [93] for 6-, 5-, and 7-membered cyclic π
systems. The HOMO level of the 5-membered ring and the
LUMO level of the 7-membered ring are highlighted in blue. All
π-MO energies lie on a circle, which is centered at the Coulomb
integral α and has the radius of 2 times the Hückel exchange
integral β. The energy scale is in units of x, with x≡ ðα − εÞ=β,
where ε is the π-MO energy. Only the 6-membered ring is
alternant and fulfills the Coulson-Rushbrooke theorem. In the 5-
membered system, the HOMO is lifted, and in the 7-membered
system, the LUMO is lowered. The hexagon has a neutral closed-
shell state, whereas the pentagon and the heptagon form a closed-
shell anion and cation, respectively.
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violated by nonalternant species [14,94]. While alternant
aromatic molecules have highly delocalized π orbitals, these
orbitals are more localized in nonalternant molecules.
The concept of alternant and nonalternant cyclic

π-conjugated systems is visualized in Fig. 11(b), which
compares the Frost-Musulin energy diagrams for 5-, 6-, and
7-membered cyclic π systems [93]. As can be seen, the
6-membered ring is alternant, and its π-orbital energies are
paired, such that each occupied bonding orbital with
energy −E has an empty antibonding counterpart with
energy þE. This symmetry is broken for nonalternant
5- and 7-membered π systems. As one of the consequences,
the HOMO of the 5-membered ring is lifted, whereas the
LUMO of the 7-membered ring is lowered, compared to the
6-membered, alternant system.
Qualitatively, the electronic structure of azulene can be

viewed as a combination of 5- and 7-membered π systems.
From this consideration, one would expect that the
HOMO-LUMO gap of azulene is considerably smaller
than that of the corresponding system with two 6-membered
rings, naphthalene. The increased HOMO energy should
make azulene a better donor, and the reduced LUMO
energy a better acceptor, than naphthalene. In addition, the
frontier orbitals should be somewhat localized, with
increased contributions of the 5-membered ring to the
HOMO and of the 7-membered ring to the LUMO.
These anticipated properties are in agreement with the

experimental observations. The localization of HOMO and
LUMO in azulene causes a molecular dipole moment
of 0.8 D [67], which is a very large value for a simple
hydrocarbon without heteroatoms. In contrast, naphthalene
has no dipole moment. The HOMO-LUMOgap of azulene is
2.1 eV, compared to 3.5 eV for naphthalene, as calculated
by DFT.
With respect to the adsorption behavior of azulene,

the energetic shift of the frontier orbitals, especially the
down-shift of the LUMO, leads to the described acces-
sibility for electron donation from the surface into the
LUMO and thus to the much stronger chemical bond to the
Cu(111) surface. The partial occupation of the LUMO also
explains some of the adsorption-induced deformations,
especially the striking shortening of the bridging bond
[see Fig. 8(g)] because the LUMO is bonding while the
HOMO is antibonding between the two shared C atoms
[see Fig. 9(e)].
As pointed out above, the special electronic structure of

azulene and the resulting strong surface chemical bond are
by no means a coincidence but a consequence of the
topology of its π system, which is fundamentally different
from that of naphthalene. We expect this to hold true
wherever this structural element occurs, whether it be in a
molecule, a graphene nanoribbon, or another π-electron
system. The limitations of this molecular model system are
discussed in the following for a system that is, in many
ways, furthest removed from the molecules investigated:
defects in an infinite graphene lattice.

The 5-7 defects embedded in the graphene lattice have
the same topology as azulene, whereas the regular
graphene lattice has the same topology as naphthalene
(Fig. 1). Therefore, we expect the 5-7 defects in graphene
to have a much stronger and more localized interaction
with a metal substrate than the regular graphene. It is
also possible that metal atoms deposited onto graphene
bind more strongly to 5-7 defects than to regular lattice
sites. In addition, electron transfer from the substrate is
more likely to occur at the 5-7 defects than at defect-free
areas.
Compared to a 5-7 defect in substrate-supported gra-

phene, our molecular system, azulene, differs in two
important points. First, the π system in azulene is termi-
nated by hydrogen atoms, and thus the area of π-electron
delocalization is spatially confined. In contrast, the 5-7
defect in a graphene layer is embedded in the π system of
graphene, making the area of delocalization much larger.
However, it is important to keep in mind that the effect of
the topological symmetry break caused by the 5-7 defect is
a spatial localization and energetic lowering of electronic
states. These effects should also occur in the extended
structure because the symmetry break is also present there.
To verify this assumption, we performed periodic DFT
calculations for a 5-7 defect embedded in a freestanding
graphene layer. As can be seen in a section through the
charge density, the defect interrupts the homogeneous
charge distribution present in the defect-free graphene
[Fig. 12(a)] and accumulates negative charge at the 5-
membered ring and positive charge at the 7-membered ring
[Fig. 12(b)]. The local charge accumulation on the
embedded 5-7 defect, as quantified by the Hirshfeld charge
analysis [95], has a similar magnitude as in the isolated 5-7
system of azulene (see the Supplemental Material [44] for
details). The graphene with the embedded defect also
shows additional DOS in the vicinity of the Fermi energy
[Fig. 12(c)].
Another difference between the molecular nonalternant

system and a 5-7 defect in an adsorbed graphene layer
will be apparent in the adsorption height. While azulene
can always adopt its equilibrium height, the 5-7 defect
embedded in the graphene lattice (or in another extended
aromatic system) will be pulled closer to the surface, but it
will also be held back by the surrounding regular graphene
lattice (or other alternant structure), which resides at a
larger distance. This competition may further influence the
electronic interaction with the substrate and related effects,
such as electron transfer. Nevertheless, the molecular
nonalternant system of azulene represents a highly valuable
model for extended aromatic systems with embedded
nonalternant structural elements because reliable quantita-
tive information such as local interaction energies and
adsorption heights are very difficult to obtain for defects in
extended π-conjugated systems with the presently available
experimental and theoretical methods.
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V. CONCLUSIONS

Azulene as a nonalternant aromatic hydrocarbon forms a
much stronger chemical bond to the Cu(111) surface than
naphthalene as its alternant isomer. This result follows from
the very different low-coverage TPD peak temperatures
(520 K for azulene vs 340 K for naphthalene) and from the
resulting zero-coverage desorption energy, which is much
higher for azulene (1.86 eV) than for naphthalene
(1.07 eV). The same trend is seen in the vertical bonding
distances (adsorption heights) as measured by NIXSW and
nc-AFM. The NIXSW value of 2.30 Å for azulene is much
smaller than the sum of the van der Waals radii and agrees
with the formation of a real chemical bond. In contrast, the
height of 3.04 Å found for naphthalene is consistent with
pure physisorption. The distances calculated by dispersion-
corrected DFT agree very well with the measured heights.
The calculations also show that both azulene and the
surface underneath undergo substantial distortion (as is

confirmed by AFM experiments), while naphthalene
remains almost undistorted. Repulsive interactions between
the adsorbed azulene molecules lead to a strongly cover-
age-dependent desorption energy, which follows the equa-
tion Ed ¼ ð1.86 − 0.67Θ − 0.40Θ2Þ eV. Naphthalene
shows less repulsion, and its desorption energy is well
described by the equation Ed ¼ ð1.07 − 44ΘÞ eV. Effects
of the intermolecular repulsion are also visible in the
submonolayer STM images. The work-function change
at monolayer coverage is higher for azulene (−1.07 eV)
than for naphthalene (−0.73 eV), indicating that azulene
forms the larger surface dipole. The higher intermolecular
repulsion seen for azulene is therefore likely related to
increased dipole-dipole repulsion.
The differences in the surface chemical bonds of azulene

and naphthalene can be rationalized on the basis of the
different topologies of the molecular π systems. Because of
its violation of the Coulson-Rushbrooke theorem, azulene
has a low-lying LUMO, which is close to the Fermi energy
of copper. This fact leads to a strong hybridization between
the LUMO and electronic states of the surface, as well as
electron transfer from the surface into the LUMO. This
electron transfer is confirmed by various experimental data:
Probing the occupied states, the UP spectra of azulene on
Cu(111) show an adsorption-induced, broad feature below
the Fermi edge. Complementary NEXAFS studies of the
unoccupied states reveal strong changes in the π� reso-
nance, which is attenuated and broadened. Theoretical
analysis shows that the new broad feature in the occupied
range is related to the former LUMO and other formerly
unoccupied orbitals, while the changes in the NEXAFS are
due to the partial occupation of the LUMO and LUMOþ1

orbitals. In addition, submolecularly resolved STM images
of azulene show the shape of the former LUMO at negative
bias, which confirms that this orbital is filled with electrons.
This finding is also supported by STM simulations.
Theoretical analysis indicates a pronounced redistribution
of charge in the case of azulene and a substantial charge
transfer from the surface to the molecule. In contrast, the
electronic structure of naphthalene is only slightly influ-
enced by the surface, in line with its weaker and longer
surface chemical bond.
Our results show that the topology of an aromatic π

system greatly influences its interaction with a metal
surface. In particular, structural elements with the non-
alternant 5-7 topology can form much stronger surface
chemical bonds than elements with the regular, alternant
6-6 topology. This may be true not only for aromatic
molecules but also for all occurrences of nonalternant
topology in carbon-based nanostructures on surfaces, in
graphene nanoribbons or, in the form of 5-7 defects, in
graphene itself. For all of these structures, we predict a
localized surface chemical bond and local electron transfer
between the substrate and adsorbate. In addition, our
findings may be relevant for the optimization of the

FIG. 12. Results of periodic DFT calculations for a freestanding
graphene layer with and without 5-7 defects. (a) The section
through the charge density for the planar ideal graphene layer and
(b) the section through the charge density for the planar graphene
layer with a 5-7 defect. As can be seen, the 5-7 defect
accumulates negative charge (red) at the 5-membered ring and
positive charge (blue/white) at the 7-membered ring. Only part of
the unit cell is shown. For a complete view, see Fig. S9 of the
Supplemental Material [44]. (c) Total density of states for both
systems. The DOS of the defect structure shows new states
around the Fermi energy. The nonzero DOS at EF for both
systems is caused by the employed electronic smearing and is a
known artifact of the method [96,97].
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metal-organic interfaces that occur at electrodes in organic
electronic devices. They suggest that modifying the top-
ology of the molecular π system represents a possible way
to tune performance-related parameters such as wave-
function overlap and energy-level alignment at the elec-
trode-semiconductor interface.
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I. COVERAGE DETERMINATION

The absolute monolayer coverage (i.e. the number of molecules per area) was determined

from a large-scale nc-AFM image of a saturated, compressed layer (with partial second layer)

prepared by careful dosing at low temperature. For the XPS, UPS and NIXSW measure-

ments, the relative coverage (in ML) was checked by the XPS intensity. The monolayer

XPS intensity was beforehand established with an XPS temperature series monitoring peak

intensity and position. The thus conceived temperature at which a monolayer is formed by

desorption of a multilayer is in accordance with the monolayer trace as measured by TPD.

At 300 K a self limiting adsorption of azulene to a coverage of 0.65 ML takes place. This

was used as an additional, internal calibration standard.

II. XPS SPECTRA USED FOR THE GENERATION OF NIXSW YIELD CURVES

Examples for the C 1s XP spectra used for the generation of the NIXSW yield curves

are shown in Fig. S1. To fully avoid any beam damage, the measurement time was chosen

very short, at the expense of increased noise levels. The spectra were fitted using CASA

XPS, the resulting yield curves can be found in the main text. The NIXSW analysis was

performed with Torricelli [1].

FIG. S1. (a) Examples for the C 1s XP spectra used for the generation of the NIXSW yield curves.

(a) 1 ML azulene, (b) 1 ML naphthalene on Cu(111), color scheme from red (lowest photon energy)

to blue (highest photon energy) in the order of the visible spectrum.
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III. TEMPERATURE PROGRAMMED DESORPTION (TPD)

A. Estimation of desorption activation energies

Quantitative analysis of the TPD spectra based on the Polanyi-Wigner rate equation

[2–4], gives access to the desorption activation energy Ed as a measure of the adsorbate-

substrate bond energy:

rate = −dΘ

dt
= νdΘexp (−Ed/RT ) (1)

In Eq. (1), Θ is the coverage, νd is the desorption prefactor, T is the temperature, and R

is the universal gas constant. The most rigorous approach for TPD analysis, the so-called

complete methods [5, 6], are not suitable here because of the strong lateral repulsion [4].

Instead, we use an alternative approach as proposed by Nieskens et al. [4] and Tait et al.

[7] and rewrite Eq. (1) as follows:

Ed(Θ) = −RT ln

[−dΘ/dt

νdΘ

]
(2)

Eq. (2) provides the coverage-dependent desorption energy Ed(Θ) from a single TPD

trace. The prefactors used in Eq. (2) were determined by heating rate variation (HRV)

analysis [2], which is only meaningful for the regular first-order peaks in the low-coverage

range. The related data are presented in Fig. S2 and Table SI below. It should be noted that

Eq. (2) is strictly applicable only if the prefactor does not change with coverage. However,

small changes of νd have a negligible effect on the estimate of Ed: Even if νd varies by one

order of magnitude, Ed changes by only a few percent [4].
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B. TPD heating rate variation series

FIG. S 2. (a) Examples for heating rate variation (HRV) series for azulene and naphthalene (both

initial coverages 0.16 ML). (b) Analysis of the heating rate variation series for coverages of 0.07,

0.11 and 0.16 ML for azulene and 0.04, 0.08 and 0.16 ML for naphthalene, providing desorption

activation energies and pre-exponential factors.

TAB. S I. Desorption energies and prefactors for each heating rate variation series for azulene and

naphthalene on Cu(111).

Experiment ΔEdes (eV) νd (s−1)
Azulene/Cu 0.07 ML 1.83 7.7 · 1016
Azulene/Cu 0.11 ML 1.77 2.6 · 1016
Azulene/Cu 0.16 ML 1.73 1.6 · 1016
Naphthalene/Cu 0.04 ML 1.04 2.3 · 1014
Naphthalene/Cu 0.08 ML 1.02 1.4 · 1014
Naphthalene/Cu 0.16 ML 0.99 1.5 · 1014
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C. TPD dosing series coverages

TAB. S II. Initial coverages of the TPD spectra for azulene and naphthalene on Cu(111) (shown in

Fig. 3 in the main paper) starting from low coverages to high coverages (from bottom to top).

Azulene (ML) Naphthalene (ML)
0.015 0.015
0.015 0.015
0.030 0.021
0.044 0.031
0.065 0.037
0.079 0.078
0.12 0.16
0.17 0.20
0.24 0.30
0.29 0.39
0.39 0.49
0.45 0.60
0.56 0.75
0.58 0.78
0.73 1.0
0.76 1.3
0.79
0.92
1.0
1.1
1.6

D. Estimation of desorption prefactors from transition state theory

The precise quantitative analysis of TPD data requires careful treatment of the prefactor

νd . To estimate desorption energies on the basis of single desorption maxima, the prefactor is

often assumed to be 1 · 1013s−1. For atoms or small molecules, this is a sufficiently accurate

approximation in many cases [8]. However, the prefactor can be much higher for larger

molecules. It can be derived by various methods from high-quality TPD data using various

analysis methods [3], but it can also be estimated using the transition state theory (TST)

[9, 10]. Within the framework of TST, the desorption prefactor can be calculated by (3):

νd =
kT

h
· q

�=

qad
(3)
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(with the Boltzmann constant k, the Planck constant h, and the partition functions q �=

and qad of the transition state and the adsorbed state, respectively.) An accurate calculation

of q �= and qad would require detailed knowledge of the interaction potentials of the adsorbed

molecule and the transition state [11]. These data are not available. Nevertheless, upper

and lower limits for νd can be estimated on the basis of reasonable assumptions about the

degrees of freedom in the adsorbed state and in the transition state. First, we neglect

any vibrational partition functions, which are small and mostly cancel in Eq. (3). Second,

the transition state is approximated as a free gas-phase molecule with two translational and

three rotational degrees of freedom. (The third translational degree of freedom represents the

critical coordinate and is therefore omitted in q �=.) The partition function of the transition

state is therefore given by:

q �= = q �=tr,2D · q �=rot,3D (4)

The two-dimensional translational partition function per area A is given by [12]:

q �=tr,2D
A

=
2πmkT

h2
(5)

where m is the mass of the molecule. The three-dimensional rotational partition function

is [12]:

q �=rot,3D =
π1/2

σ

(
kT

hc0

)3/2

(BABBBC)
−1/2 (6)

with the symmetry factor σ, the velocity of light c0, and the rotational constants BA, BB

and BC (in m−1).

In the following, we consider the two limiting cases for the degrees of freedom of the ad-

sorbate. In the mobile limit, the adsorbed molecule possesses two translational degrees of

freedom parallel to the surface and one rotational degree of freedom around an axis perpen-

dicular to the molecular plane, which is assumed to be parallel to the surface. The partition

function for this rotation with the rotational constant BA is given by:

qrot,1D =
π1/2

σ

(
kT

hc0BA

)1/2

(7)

The translational partition function for the mobile adsorbate equals q �=tr,2D (Eq. (5)).
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TAB. S III. Desorption prefactors in the mobile and immobile limit for azulene and naphthalene,

and parameters necessary for the calculation. See the text for further details.

Adsorbate Azulene on Cu(111) Naphthalene on Cu(111)

Overlayer Structure (2
√
3× 2

√
3)-R30◦ (2

√
3× 2

√
3)-R30◦

A (10−19 m−2) 6.79 6.79
BA: 0.0948 BA: 0.104

Rotational Constants [14, 15] BB: 0.0419 BB: 0.0411
(cm−1) BC: 0.0290 BC: 0.0295
νd,mobile (s

−1) 1.0 · 1016 9.9 · 1015
νd,im (s−1) 1.3 · 1022 6.4 · 1021

Hence, the translations contributions cancel in Eq. (3) and the prefactor for the mobile

limit depends only on the rotational partition functions:

νd,mobile =
kT

h
· q

�=
rot,3D

qrot,1D
(8)

In the immobile limit, the adsorbed molecule has no rotational or translational degrees of

freedom. The corresponding prefactor νd,im therefore depends only on the partition function

of the transition state:

νd,im =
kT

h
· q �=tr,2D · q �=rot,3D (9)

The resulting prefactors are shown in Table SIII. The mass m is 2.13 · 10−25 kg for both

azulene and naphthalene. For A, the area per molecule in the saturated layer is used. (This

area is difficult to estimate, because it depends essentially on the lateral mobility of the

molecule in the transition state. Some authors use the full area of the crystal here [13].)

The symmetry factor σ counts the number of rotational operations (Cn) plus the identity

operation. For the free molecules, the values are 4 for naphthalene (D2h) and 2 for azulene

(C2v). For the adsorbed molecules, the values are 2 for naphthalene (C2v) and 1 for azulene

(Cs). BA, BB and BC are rotational constant for the molecules. The index A denotes the

axis perpendicular to the molecule plane. For an exact treatment, the prefactor has to be

calculated for each temperature. However, calculating it only for 300 K leads to a small

error.
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IV. XPS MULTILAYER SPECTRA

Fig. S3 shows the multilayer C 1s XP spectra for azulene and naphthalene in a wider

range than depicted in Fig. 3 of the main paper. Here, the shake-up satellites for both

molecules are visible. The main satellite for azulene is at lower binding energy and thus

closer to the regular C 1s peak.

FIG. S3. Multilayer C 1s XP spectra for azulene (top, blue) and naphthalene (bottom, red). The

main shake-up satellites are at a binding energy of 289 eV for azulene and 291 eV for naphthalene.

8
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V. SIMULATION OF THE XPS MULTILAYER SPECTRA

The C 1s signal of a azulene multilayer has a broad shape with a distinct shoulder at the

low binding energy side (see Fig. 4(a) of the main text and Fig. S3). To understand this

shape we calculated the relative peak positions for the different carbon atoms in the free

molecule by DFT using the core level shift method described by Chong [16]. The results

were found to be in agreement with previously reported values for azulene and naphthalene

[17]. The DFT calculations give the relative peak positions for each carbon atom. From

these calculations, we derived a fit model by creating a group of pseudo-Voigt peaks linked

to each other in accordance with the relative peak positions and the stoichiometry. The

resulting model has now six peaks (three for naphthalene), but only four fitted parameters

(the position of the combined peak, the total intensity, the peak width and the Gauß-Lorentz

ratio). This model was then fitted to the experimental data together with a background

function and peaks for the satellites, yielding the good agreement as shown in Fig. 4(a) of

the main text.
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VI. NEXAFS DATA TREATMENT

This section shortly explains the data treatment used to obtain the shown NEXAFS

spectra. The incident photon flux was monitored with a gold grid. Calibration of the

photon energy was performed by means of the carbon-related absorption on the gold grid,

as previously described [18]. The NEXAFS spectra were treated according to standard

procedures [19]. All spectra of the samples and the clean Cu(111) substrate were corrected

for a photon energy shift and normalized in the pre-edge region at 282 eV. For background

correction, spectra of the clean Cu(111) substrate were fitted and then subtracted from the

sample spectra. In a last step, the sample spectra were normalized in the range behind the

absorption edge (300 eV).

10
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VII. STM AND NC-AFM IMAGES OF AZULENE ON CU(111) AT LOW COV-

ERAGES

Fig. S4 shows a very low coverage and an intermediate coverage of azulene on Cu(111).

It can clearly be seen that no islands are formed. Instead, the molecules tend to avoid each

other.

FIG. S4. (a) STM and nc-AFM images of azulene on Cu(111) at various submonolayer coverages.

(a) STM image of a very low coverage of 0.01 ML. (b) STM image of an intermediate coverage of

0.4 ML, (c) nc-AFM image of the intermediate coverage of 0.4 ML. The molecules were adsorbed

above room temperature, measurements were taken at 4.5 K. The formation of the disordered

structure is therefore not caused by limited diffusion. Rather, it likely represents the equilibrium

structure.
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VIII. NC-AFM IMAGES OF A ROTATION OF AN AZULENE MOLECULE

Fig. S5 shows the tip-induced rotation of an azulene molecule by a 60◦ angle

FIG. S 5. nc-AFM images illustrating the tip-induced rotation of an azulene molecule by 60◦.
(a) nc-AFM image before the rotation. (b) Interrupted nc-AFM scan during which the rotation

occurred. (c) nc-AFM image after the rotation.
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IX. NC-AFM AND STM IMAGES OF NAPHTHALENE

Fig. S6 shows STM and nc-AFM images of naphthalene adsorbed on Cu(111). In

Fig. S6(c), a naphthalene molecule is laterally manipulated by the tip, something that has

never been observed for azulene under otherwise identical conditions.

FIG. S 6. STM and nc-AFM images of naphthalene on Cu(111) at a coverage of approximately

0.6 ML: (a) STM image, (b) nc-AFM image, (c) nc-AFM image showing the higher mobility of the

naphthalene molecules.
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X. CHARGE DENSITY DIFFERENCE PLOTS SHOWING THE PUSH-BACK

EFFECT

Fig. S7 shows charge density difference plots for azulene and naphthalene adsorbed on

copper. The plots show the same charge density difference calculations as Fig. 9 of the main

text, but have a smaller isosurface value, so that the small changes in the case of naphthalene

become visible. The images clearly show the operation of the so-called pillow effect, i.e., the

push-back of electron density between molecule and surface caused by Pauli repulsion [20].

The effect is more pronounced for azulene (Fig. S7(a,b)) than for naphthalene (Fig. S7(c,d)),

in line with the larger work function change and the stronger lateral repulsion in the case of

azulene.

FIG. S 7. (a,b) Charge density difference plots for azulene. (c,d) Charge density difference plots

for naphthalene. The isosurface value for all plots is 0.0007. Electrons flow from blue to red.
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XI. FURTHER COMPUTATIONAL DETAILS

A. General parameters and optimizations

Periodic density functional theory calculations of azulene and naphthalene on Cu(111)

were performed with the Vienna Ab Initio Simulation Package (VASP) [21–24]. The PBE

functional [25] was used in combination with the third-generation van der Waals dispersion

correction by Grimme (DFT-D3) [26] and the projector-augmented wave (PAW) ansatz

[27, 28] for the atomic cores. A plane-wave cutoff energy of 350 eV was employed. The

Cu(111) surface was modeled as a 4-layer, (2
√
3 × 2

√
3)-R30◦ copper atom slab (48 Cu

atoms in total) in an hexagonal unit cell. Only the topmost two layers were freely optimized

together with the adsorbed molecule, while the bottom two Cu layers were kept frozen

at their optimized bulk positions. A vacuum layer of 30 Å was introduced to isolate the

repeated slabs from each other. For all calculations, final geometry optimization with a

24×24×1 Monkhorst-Pack k-point mesh was used, which was adjusted to the unit cell size.

Geometries were optimized until the forces on the active atoms dropped below 0.01 eV/Å.

Coordinates of the final optimized geometry are attached. STM simulations were visualized

with the p4vasp program 0.3.29 based on the Tersoff-Hamann model [29]. The Bader charge

analysis [30] was performed in ADF-BAND 2017 [31–35] on the level PBE-D3(BJ)/TZ2P

[36–38]. Visualization was done with the program VESTA 3 [39].

B. 7.2 XPS and NEXAFS simulations

All calculations were performed with the PBE functional [25], a plane-wave cutoff of 350

eV, and an 8 × 8 × 1 Monkhorst Pack k-point grid sampling. We calculated the ground-

state electronic structure as well as the density of states (DOS) and the molecular-orbital

projected DOS [40], which reflects the interaction of the free molecular orbitals (MO) with

the metal substrate using standard library ultra-soft pseudopotentials (USPPs) [41]. MO

projections and core-level spectra are processed using a self-written post-processing tool

for CASTEP [40]. We calculated XPS chemical shifts using the delta self-consistent field

(DeltaSCF) method of constraining electronic occupations to resemble full core-hole exci-

tations. NEXAFS simulations were performed using on-the-fly generated USPPs and the

CASTEP module ELNES [42] and the transition-potential approach [43, 44], where the occu-
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pation of the initial state orbital (here C 1s) is set to 0.5 and the corresponding Kohn-Sham

eigen-energies are taken to reflect the NEXAFS spectrum. Atom-wise projected NEXAFS

spectra result from XAS calculations for each individual C 1s center in the corresponding

molecule. MO-projected spectra have been generated by multiplying XAS intensities with

the absolute overlap matrix element of free azulene and naphthalene frontier molecular or-

bitals and the band structure of the corresponding adsorbed molecules on the surface. For

more details on the computational settings and analysis see Diller et al. [45]. For more

details on the implementation, see Maurer and Reuter [40].
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XII. APPROXIMATE C 1S NEXAFS SPECTRA FROM A CORE-LEVEL SHIFTED,

SITE- AND ANGULAR MOMENTUM PROJECTED WAVE FUNCTION CHAR-

ACTER

In addition to the CASTEP/ELNES transition potential simulations of the NEXAFS

(XAS) spectra shown in the main text and the previous section [40], we also used a

more approximate way to simulate NEXAFS spectra that resorts to ground-state prop-

erties of the system only (cf. Bauer et al., J. Phys. Chem. C, in press (2018); DOI:

10.1021/acs.jpcc.8b03746). This scheme employs occupied-unoccupied Kohn-Sham (PBE)

orbital energy differences and the site- and angular momentum projected wave function

character of each band obtained from standard periodic DFT calculations using the VASP

program and the PAW method implemented in VASP. Specifically, excitation energies from

a C 1s core level at a specified atom (i.e., all carbon atoms in the present case of naph-

thalene and azulene) to an unoccupied band Φa,k (with band index a and k-point index k)

were approximated as the difference Δεi,a,k between the 1s core level energy ε1s,i at atom i

(ICORELEVEL=1 tag of the VASP program) and the single-particle energy of εa,k of the

unoccupied band. The obtained Δεi,a,k are uniformly shifted (by +17.8 eV) such that the

onset of the simulated spectrum approximately matches the onset of the experimental spec-

trum. Approximate intensity information is obtained from the site- and (px,py,pz)-projected

wave function character of each band at the corresponding carbon atom as provided in the

standard VASP PROCAR file. These data (multiplied with appropriate prefactors [46]) are

interpreted as approximate dipole intensities for electronic transitions from the C 1s core

levels to the unoccupied bands. The resulting line spectra were subsequently convoluted

using a standard broadening procedure to obtain the continuous spectrum (cf. Fig. 5 of

the main text). These simulated spectra, shown in Fig. S8, qualitatively reproduce salient

features of the experimental NEXAFS spectra of free and adsorbed naphthalene and azu-

lene, thereby allowing assignment of the dominant features. However, larger uncertainties

in relative intensities compared to experiment and those found with the more sophisticated

ELNES simulation method (see Fig. 5 of the main paper) are observed.
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FIG. S 8. Comparison of the approximate NEXAFS with the experimental K-edge spectra of (a)

azulene and (b) naphthalene using ground state core orbital energies and local DOS information

from the VASP program as described in the text (PBE functional, 8 × 8 × 1 MP k-point mesh,

400 eV plane wave cutoff); upper part: experimental multilayer spectra vs. simulated spectra of

the isolated molecules; bottom part: experimental and simulated monolayer spectra on Cu(111);

simulated spectra for x,y and z-polarization, respectively.
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XIII. DFT CALCULATIONS OF THE 5-7 DEFECTS IN GRAPHENE

The calculations for the 5-7 defect in free standing graphene were also performed in VASP

on the level PBE-D3(BJ)/PAW with a plane-wave cutoff energy of 350 eV and 30 Å vacuum,

the k-grid consisted only of the Γ-Point. The unit cell with 456 carbon atoms was chosen

large enough to contain two 5-7 defects isolated by a quite large distance. The size of the

cell was optimized for the regular graphene sheet with the same number of carbon atoms.

Afterwards the positions of all atoms were allowed to relax. For the sake of simplicity, the

local, planar minimum structure was used. In the absolute minimum, the defective graphene

sheet distorts out of the plane, but the influence of this on the shown results is negligible.

In Figure S9, sections through the charge density are shown for the complete unit cells.

To quantify the charge separation, the partial charges by the Hirshfeld method [47] were

calculated using ADF-BAND 2017, PBE-D3(BJ)/TZ2P. In Table SIV, the Hirshfeld charges

for all atoms of a 5-7 defect in a free standing graphene layer are compared to the corre-

sponding atoms in a free azulene molecule (H/Cix labels the carbon or hydrogen bonded

to the atom i). The higher charges of single carbon atoms in azulene are due to the posi-

tive hydrogens bonded to them. The charge separation between 5- and 7-membered ring is

approximately the same.

TAB. SIV. Hirshfeld charges for all atoms in the free azulene molecule and the corresponding atoms

in a 5-7 defect in a free standing graphene layer. The charges were calculated with ADF-BAND,

PBE-D3(BJ)/TZ2P and are given in units of the elementary charge.

Azulene molecule 5-7 defect in graphene
C1 −0.05 −0.02
C2 −0.08 −0.02
C3 −0.01 −0.01
C4 −0.02 0.01
C5 −0.05 0.01
C6 −0.03 0.02
H/C1x 0.05 0.00
H/C2x 0.04 0.00
H/C4x 0.05 0.00
H/C5x 0.04 0.00
H/C6x 0.05 0.00
5-7 charge difference −0.13 −0.11
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FIG. S 9. Section through the charge density for the pristine graphene layer and (b) Section

through the charge density for the graphene layer with two isolated 5-7 defects.
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XIV. COORDINATES OF THE OPTIMIZED STRUCTURES

Azulen/Cu(111) 2r3x2r3
1
7.568022460000000 -4.36939980000000 0.000000000000000
0.000000000000000 8.738799610000000 0.000000000000000
0.000000000000000 0.000000000000000 36.17926446000000
Cu C H
48 10 8
Selective dynamics
Direct
0.000000000000000 0.000000000000000 0.000000000000000 F F F
0.000000000000000 0.499999999427843 0.000000000000000 F F F
0.166666667107115 0.833333332599956 0.000000000000000 F F F
0.166666667107115 0.333333333172121 0.000000000000000 F F F
0.333333332892884 0.666666665683557 0.000000000000000 F F F
0.500000000000000 0.999999998855678 0.000000000000000 F F F
0.333333332892884 0.166666666255722 0.000000000000000 F F F
0.500000000000000 0.499999999427843 0.000000000000000 F F F
0.666666667107116 0.833333332599956 0.000000000000000 F F F
0.666666667107116 0.333333333172121 0.000000000000000 F F F
0.833333332892885 0.666666665683557 0.000000000000000 F F F
0.833333332892885 0.166666666255722 0.000000000000000 F F F
0.166666666618220 0.166666666508938 0.056931920279290 F F F
0.166666666618220 0.666666666302959 0.056931920279290 F F F
0.333333333236432 0.999999999413717 0.056931920279290 F F F
0.333333333236432 0.499999999619696 0.056931920279290 F F F
0.499999999841435 0.833333332723853 0.056931920279290 F F F
0.666666666459655 0.166666665834612 0.056931920279290 F F F
0.499999999841435 0.333333332929826 0.056931920279290 F F F
0.666666666459655 0.666666666040584 0.056931920279290 F F F
0.833333333077874 0.999999999151349 0.056931920279290 F F F
0.833333333077874 0.499999999357328 0.056931920279290 F F F
0.999999999696087 0.833333332468087 0.056931920279290 F F F
0.999999999696087 0.333333332674059 0.056931920279290 F F F
0.332848711742287 0.333142756485644 0.115767323384702 T T T
0.333944399347891 0.832252702573379 0.113583903438455 T T T
0.498776372726573 0.166722705301642 0.113970767316169 T T T
0.501236861790010 0.668019641089215 0.115075713986626 T T T
0.667309831488595 0.998890268402075 0.113608791035716 T T T
0.832682011849006 0.333056974937810 0.113025798858840 T T T
0.665866673764026 0.499652492344268 0.113412947856192 T T T
0.832657730001803 0.834493081026438 0.113620190128857 T T T
0.002377596951953 0.168702220403079 0.113641836261603 T T T
0.000648103772099 0.667219879417994 0.112747953509676 T T T
0.168723734918125 0.001553169781761 0.113521702475958 T T T
0.168293010209529 0.500101450888521 0.114192038788208 T T T
0.003542273969833 0.001397470270254 0.169515963191732 T T T
0.995586853201696 0.500229855557409 0.169684726246360 T T T
0.165816383748964 0.831261752870134 0.169641244571653 T T T
0.159907314083559 0.333063839345017 0.172632769537454 T T T
0.331102659512075 0.667935048678675 0.171536118234579 T T T
0.501899698384467 0.998335449466040 0.169684178695577 T T T
0.333157804904178 0.160171403137508 0.172617922787023 T T T
0.507770488664965 0.503244288153981 0.170720991328150 T T T
0.675543946421775 0.839583902330302 0.173041228333131 T T T
0.667931338531516 0.332903474198991 0.170467986700450 T T T
0.839844480335912 0.670092729863831 0.169091286764352 T T T
0.831932316391765 0.168382887005345 0.169447936628823 T T T
0.579150628447997 0.846922841596637 0.238213382312439 T T T
0.661194912187147 0.743196461287479 0.234599557762096 T T T
0.392078272030375 0.732046934184569 0.236339065353324 T T T
0.525374801494527 0.559346948401690 0.231686756385074 T T T
0.355654026144500 0.554099499562656 0.232825407110018 T T T
0.559967827167044 0.415662707310815 0.233959990837919 T T T
0.181098159666244 0.400682195732401 0.234100593555557 T T T
0.436114046979300 0.233542716514849 0.236820659109727 T T T
0.137134919600026 0.222939891065926 0.236042706789866 T T T
0.249081647991366 0.146834949914951 0.236399578945025 T T T
0.646391816086344 0.987768549140986 0.244327445121005 T T T
0.800096080941010 0.787169649528222 0.239706778955689 T T T
0.292568557229814 0.769477232050355 0.241878871827307 T T T
0.698849323161297 0.453851576019774 0.238166120244715 T T T
0.073311283341860 0.427837557284057 0.239074065223796 T T T
0.492486739387064 0.148316813279354 0.241903987723039 T T T
0.996472152732013 0.128599843958274 0.240284084407146 T T T
0.181365811112745 0.004844530493394 0.242065023580986 T T T
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Naphthalene 2r3x2r3
1
7.568022460000000 -4.36939980000000 0.000000000000000
0.000000000000000 8.738799610000000 0.000000000000000
0.000000000000000 0.000000000000000 36.17926446000000
Cu C H
48 10 8
Selective dynamics
Direct
0.000000000000000 0.000000000000000 0.000000000000000 F F F
0.000000000000000 0.499999999427843 0.000000000000000 F F F
0.166666667107115 0.833333332599956 0.000000000000000 F F F
0.166666667107115 0.333333333172121 0.000000000000000 F F F
0.333333332892884 0.666666665683557 0.000000000000000 F F F
0.500000000000000 0.999999998855678 0.000000000000000 F F F
0.333333332892884 0.166666666255722 0.000000000000000 F F F
0.500000000000000 0.499999999427843 0.000000000000000 F F F
0.666666667107116 0.833333332599956 0.000000000000000 F F F
0.666666667107116 0.333333333172121 0.000000000000000 F F F
0.833333332892885 0.666666665683557 0.000000000000000 F F F
0.833333332892885 0.166666666255722 0.000000000000000 F F F
0.166666666578578 0.166666666431901 0.056931920279290 F F F
0.166666666578578 0.666666666317468 0.056931920279290 F F F
0.333333333289289 0.999999999405816 0.056931920279290 F F F
0.333333333289289 0.499999999634682 0.056931920279290 F F F
0.499999999867868 0.833333332771396 0.056931920279290 F F F
0.666666666446439 0.166666665793670 0.056931920279290 F F F
0.499999999867868 0.333333332885829 0.056931920279290 F F F
0.666666666446439 0.666666666022536 0.056931920279290 F F F
0.833333333025017 0.999999999159250 0.056931920279290 F F F
0.833333333025017 0.499999999388116 0.056931920279290 F F F
0.999999999735728 0.833333332476464 0.056931920279290 F F F
0.999999999735728 0.333333332705322 0.056931920279290 F F F
0.332853113624547 0.332599895405494 0.114047050022079 T T T
0.333408318363100 0.833226313668926 0.113757018622032 T T T
0.500109256437448 0.166731575001489 0.113745891982721 T T T
0.500098248591397 0.667144598396518 0.113993013851469 T T T
0.666916045222523 -0.000183624304412 0.113726726184362 T T T
0.833638754575209 0.333262306512019 0.113572061878632 T T T
0.667146000612182 0.499890820378755 0.113672170602830 T T T
0.833208673483383 0.833001319905958 0.113722053177966 T T T
0.000072793715471 0.166610771843711 0.113762069106949 T T T
0.000200138767617 0.666530949754057 0.113566733009820 T T T
0.167015983198996 0.000022467842902 0.113762374730593 T T T
0.166669903654652 0.499943185568165 0.113898793080459 T T T
0.000328343677067 -0.000314455216769 0.170612160919380 T T T
-0.001190657166005 0.499807971140068 0.171002959553344 T T T
0.165988803420421 0.832339604467639 0.170853169087652 T T T
0.165424635346845 0.332951872830138 0.170977086515402 T T T
0.332542300071236 0.666711505774503 0.171021337847523 T T T
0.500546866581887 -0.000464614945201 0.170678715040574 T T T
0.334058582206586 0.165116531697342 0.171159078139636 T T T
0.501408422316647 0.500022346982154 0.170098764044209 T T T
0.668461735647842 0.834357243272314 0.171147210280296 T T T
0.667706093225853 0.332900229885767 0.170808810793530 T T T
0.834578403257074 0.666837218162010 0.170871328095671 T T T
0.832974045049519 0.166894125259719 0.170890761074688 T T T
0.165249064813437 0.329305182828500 0.251750690542174 T T T
0.166406854650206 0.171634319065875 0.251004044155810 T T T
0.327953293681096 0.171036611508222 0.251113839613198 T T T
0.486953710800903 0.328505866913074 0.252075202811573 T T T
0.326327528732237 0.493259927387571 0.252978374836590 T T T
0.490624816823994 0.492871090330571 0.253052936363472 T T T
0.329983680861787 0.657604572740771 0.253183523039333 T T T
0.489101908859226 0.814830260278483 0.253858301239660 T T T
0.650726266770028 0.814621051706984 0.253989088229004 T T T
0.651670325338827 0.656894671677769 0.253503904280052 T T T
0.040375533745838 0.329921042325217 0.251374689909797 T T T
0.042582101683431 0.045650639056368 0.249762828573744 T T T
0.325237836556824 0.044818593300200 0.250240623151760 T T T
0.612300883327786 0.328689720265213 0.251744463530555 T T T
0.776540064929746 0.656131959529495 0.253113943341222 T T T
0.774546771255215 0.940584700673086 0.254262293884787 T T T
0.491813036306483 0.941154031429324 0.253812969493004 T T T
0.204767310826226 0.657499944033975 0.252712377762836 T T T
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6 Additional Results

Besides the data that have already been published in scientific journals and
are included in the cumulative part of this dissertation, some further research
projects have been conducted. However, the data of these projects are currently
incomplete or not relevant enough for publication in a journal. Nevertheless,
the results shall be mentioned and discussed in this chapter. The first project
is the investigation of the 1,3-dibromoazulene (DBAz) precursor on the Ag(111)
surface. The second one is concerned with the initial operation of a commer-
cially available atomic layer injection (ALI) device, which can be used to deposit
molecules from solution.

6.1 Investigations of 1,3-Dibromoazulene on the

Ag(111) Surface

The 1,3-dibromoazulene (DBAz) precursor has been intensively studied on the
Cu(111) surface and the results investigating the ring/chain ratio are published
in the articles P1 and P2. To further expand these investigations and to study
the influence of the substrate, experiments on the Ag(111) surface were con-
ducted. Later on, Cu atoms were co-deposited with the DBAz precursor because
the reactivity of the Ag(111) surface was not sufficient to trigger the complete
debromination of the precursor molecules.

6.1.1 DBAz on Bare Ag(111)

The deposition of DBAz on Ag(111) was performed in the same way as on
Cu(111) (cf. P1 and P2) using the line-of-sight evaporator described in Sec-
tion 4.3. Deposition of a monolayer on Ag(111) leads to the formation of an
ordered structure of small molecular features, which extends over large areas of
the surface (Figure 6.1a). A closer inspection of these repetitive features reveals
that they are azulene dimers connected by C Ag C bonds (Figure 6.1b). This
observation is in line with a partial cleavage of the C Br bond after deposition
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Figure 6.1: DBAz on Ag(111) after deposition at 300 K. (a) Large-scale STM image showing
a regular structure formed on a large terrace. (b) Close-up STM image showing the formation
of azulene dimers connected by C Ag C bonds. Molecular models indicating cis and trans
dimers and an intact molecule are superimposed. Color code: white, hydrogen; gray, carbon;
red, bromine; black, silver. (c) Br 3p XP spectrum indicating the partial debromination of
the DBAz precursor. The peaks of the Br 3p3/2 components corresponding to C-bonded and
chemisorbed Br are indicted by dashed lines. Tunneling parameters: (a) Ut = −0.49 V,
It = −0.15 nA; (b) Ut = −0.49 V, It = −0.17 nA.

at 300 K reported for other precursor molecules on Ag(111).[43,246] The Ag atoms
connecting the two azulene monomers can clearly be seen in the close-up STM
image (Figure 6.1b) as round features between the two azulene monomers. As
has already been discussed in P1 the two azulene monomers can either be con-
nected cis or trans. Indeed, both connection motifs are observed as indicated by
the molecular models superimposed to the STM image in Figure 6.1b. Besides
these cis- and trans-connected organometallic dimers, features with a triangular
shape are observed, which appear smaller than the dimers. These are tentatively
assigned to intact DBAz molecules. This is in accordance with the Br 3p XP
spectrum (Figure 6.1c), which shows two doublets. The doublet with the Br
3p3/2 peak located at a binding energy of 183.8 eV corresponds to C-bonded Br,
while that with the Br 3p3/2 peak located at a binding energy of 181.5 eV is
associated with chemisorbed Br. Although the quality of the spectrum does not
allow meaningful fitting to determine the exact ratio of the two Br species, it can
be stated that less than half of the C Br bonds are cleaved. A similar behav-
ior has been reported for the 1,3-bis(p-bromophenyl)-5-(p-iodophenyl)benzene
(BIB) precursor on Ag(111), where 38% of the C Br bonds are broken after
deposition at 300 K.[43]

In order to cleave the remaining intact C Br bonds, the sample was step-
wise annealed (Figure 6.2). After annealing to 360 K the coverage seems to be
reduced compared to the situation after deposition at 300 K (Figure 6.2a,b).
Furthermore, streaky features appear in the STM images, which can be caused
by mobile molecules. These findings can be explained by the weaker interaction
of the DBAz precursor with the Ag(111) surface compared to Cu(111).[247] Ap-
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Figure 6.2: Annealing series of DBAz on Ag(111). (a), (b) Large-scale and close-up STM
images after annealing the sample from Figure 6.1 to 360 K. (c), (d) Large-scale and close-up
STM images after annealing the same sample to 420 K. (e), (f) Large-scale and close-up STM
images after annealing the same sample to 480 K. Tunneling parameters: (a) Ut = −3.63 V,
It = −0.08 nA; (b) Ut = −3.63 V, It = −0.10 nA; (c) Ut = −3.63 V, It = −0.09 nA; (d)
Ut = −3.02 V, It = −0.11 nA; (e) Ut = −3.63 V, It = −0.07 nA; (f) Ut = 1.96 V, It = 0.09 nA.

parently, some of the molecules desorb from the surface before cleavage of both
C Br bonds takes place, which is required to obtain organometallic oligomers.
Whether these molecules desorb as monomers or as the dimers observed in Fig-
ure 6.1 cannot be stated. Dimers are no longer observed and the molecules seem
to have formed short oligomeric chains, which aggregate into islands, but no
cyclic hexamers are present.

If the sample is further annealed to 420 K, the situation changes again (Fig-
ure 6.2c,d). This temperature should still be too low to initiate covalent C C
bond formation and thus a completely organometallic network is expected. In
analogy to the experiments on Cu(111) (cf. P1 and P2) and to the case of
4,4''-dibromo-1,1':3',1''-terphenyl (DMTP) on Ag(111)[45] this should result in
a mixture of rings and chains. However, the situation is different for DBAz on
Ag(111). The streaky features observed after annealing to 360 K are less and the
size of the islands, into which the molecules aggregate, seems to be decreased.
Some ring-shaped features are observed but these cannot clearly be assigned to
cyclic hexamers. The structure of the chains cannot be further elucidated by
the close-up STM image in Figure 6.2d but it seems as if they were branched.
This could have happened due to dehydrogenative coupling reactions between
different chains.
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In a third step the sample was annealed to 480 K (Figure 6.2e,f). This temper-
ature should be high enough to enable covalent C C bond formation.[45] Such a
reaction could not be observed for DBAz on Cu(111), which was attributed to
the strong steric hindrance between the H atoms in the 2-positions of the azu-
lene molecule. The large-scale STM image in Figure 6.2e shows chains, which
appear longer than those observed after annealing to 420 K (cf. Figure 6.2c).
However, again these chains seem to be branched and no obvious structure can
be deduced. This is not possible from the close-up STM image shown in Fig-
ure 6.2f either. What can be stated is that the chains seem to be comparably
uniform in height, which would support the hypothesis of a covalent C C bond
formation. Furthermore, small round features are visible around the chains,
which are attributed to the split-off Br atoms, an observation regularly made in
surface-confined Ullmann coupling reactions.[39,55]

6.1.2 Co-Deposition of DBAz and Cu on Ag(111)

Apparently the interaction of the DBAz precursor with the Ag(111) surface is too
weak to cleave all C Br bonds before desorption of the molecules starts. How-
ever, cleavage of all these bonds is necessary to obtain a completely organometal-
lic network, which is required to maximize the ring yield by applying the princi-
ple of thermodynamic reaction control (for details, cf. the discussion in P1 and
P2). Thus, an alternative approach was chosen to investigate the influence of
the Ag(111) surface on the ring/chain ratio compared with Cu(111). In this
approach, Cu atoms were co-deposited to DBAz on Ag(111) in order to cleave
the remaining intact C Br bonds and to obtain a completely organometallic
network by the formation of C Cu C bonds in addition to the already present
C Ag C bonds.

In a first attempt, the applicability of the chosen approach was tested. For
this purpose, a saturation coverage of DBAz was deposited at 300 K on Ag(111)
(defined as 1.0 ML). Cu atoms were co-deposited on this sample with an electron
beam evaporator. The exact amount of co-deposited Cu is unknown and this
topic will be addressed later. The sample was stepwise annealed for 30 min and
the influence of the co-deposited Cu atoms was investigated with STM and XPS
(Figure 6.3). After deposition at 300 K (Figure 6.3a) the situation resembles
that on bare Ag(111) (cf. Figure 6.1). Mostly organometallic dimers and even
some intact molecules are present. This is supported by the Br 3p XP spectrum
(Figure 6.3f). After deposition at 300 K two doublets with approximately equal
intensities are observed. As discussed for the sample without Cu (cf. Figure 6.1c)
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Figure 6.3: Annealing series of DBAz on Ag(111) with co-deposited Cu. (a) to (e) STM
images of a sample with saturation coverage (defined as 1.0 ML) after deposition at 300 K and
annealing to the indicated temperatures. (f) Br 3p XP spectra after deposition at 300 K and
annealing to 380 K, indicating the partial and complete debromination, respectively. Tunneling
parameters: (a) Ut = 0.88 V, It = 0.06 nA; (b) Ut = 1.28 V, It = 0.12 nA; (c) Ut = −2.59 V,
It = −0.12 nA; (d) Ut = 2.43 V, It = 0.05 nA; (e) Ut = 2.43 V, It = 0.05 nA.

the doublets with the Br 3p3/2 peaks located at a binding energy of 183.8 eV
and 182.1 eV correspond to C-bonded and chemisorbed Br, respectively.

After annealing the sample to 350 K, a different situation than on bare Ag(111)
is observed (Figure 6.3b). The coverage is not decreased compared to deposition
at 300 K and no streaky features associated with mobile molecules are present in
the STM image. Instead, the molecules have mostly formed chains and also some
cyclic hexamers are found. The ring yield is 4% and was determined in the same
way as in P1 and P2, i.e., the number of rings was counted manually and the area
occupied by the monomers incorporated in cyclic hexamers was referenced to the
total area occupied by all monomers. In addition to the organometallic species,
still some small islands of dimers are present. Accordingly, the temperature was
sufficiently high to cleave most of the C Br bonds and the situation resembles
that after deposition at 300 K on Cu(111). Most of the species are organometallic
oligomers but it cannot be stated whether Cu, Ag, or a mixture of both is present
in the C M C bonds. However, the temperature was still too low to make
the formation of these C M C bonds reversible and thus enter the regime of
thermodynamic reaction control.
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In order achieve thermodynamic reaction control, the sample was annealed to
380 K (Figure 6.3c), leading to a high yield of cyclic hexamers of 54%. This yield
is higher than that observed for a coverage of 1.0 ML of DBAz on Cu(111) (cf.
P1 and P2). The cyclic hexamers form many small islands, which are separated
by small areas of short chains. The Br 3p XP spectrum in Figure 6.3f shows
only one doublet with the peak of the Br 3p3/2 component located at a binding
energy of 181.9 eV. This peak corresponds to chemisorbed Br and shows that
all C Br bonds are cleaved at this annealing temperature.

According to P2, an optimum temperature to maximize the ring yield is ex-
pected. To test this expectation, the sample was further annealed to 400 K
(Figure 6.3d). The rings now form larger islands (center and bottom left of Fig-
ure 6.3d), which are surrounded by larger areas of chains and the ring yield is
decreased to 34%. Thus, the optimum temperature for ring formation is exceeded
at 400 K.

On Cu(111) no covalently bonded hexamers could be observed. In order to
test this on Ag(111) with co-deposited Cu atoms, the sample was annealed to
450 K (Figure 6.3e). After this annealing step, no hexamers are present anymore.
Furthermore, the coverage is decreased to 0.9 ML compared to the previous tem-
perature steps. Nevertheless, the observed short, branched chains appear very
uniform in height. Thus, covalent C C bond formation might have happened,
also via dehydrogenative coupling reactions. However, covalent hexamers cannot
be realized on Ag(111) with co-deposited Cu atoms either.

The expected optimum temperature to maximize the ring yield has been con-
firmed and was determined to be 380 K. Interestingly, this temperature is lower
than for DBAz on Cu(111) (430 K, cf. P2). The reason might again be the
weaker interaction of the azulene moiety with Ag(111). As a consequence, the
molecules might be mobile enough to diffuse and form the energetically more
stable rings already at lower temperature. Another reason might be the weaker
C Ag C bonds in comparison with C Cu C bonds.[36,45] However, this conclu-
sion remains speculative since it cannot be stated whether Ag or Cu atoms or a
mixture of both are present in the organometallic C M C bonds. Furthermore,
the influence of the excess co-deposited Cu atoms, which remain on the surface,
cannot be satisfactorily determined. As already mentioned, this topic will be
addressed later.

As a next point, the influence of the DBAz coverage on the ring/chain ratio on
Ag(111) with co-deposited Cu atoms is investigated. For this purpose, samples
with different coverages of DBAz were prepared. Afterwards, different amounts
of Cu were co-deposited and the samples were annealed at the optimum temper-
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6.1 Investigations of 1,3-Dibromoazulene on the Ag(111) Surface

ature for ring formation of 380 K for 30 min. STM images of samples with four
different coverages after annealing to 380 K are shown in Figure 6.4. Deposition
of a low coverage of 0.04 ML (referenced to the saturation coverage shown in
Figure 6.4d, which is defined as 1.0 ML) leads to a mixture of rings and chains
(Figure 6.4a). The situation is different to a low-coverage sample on Cu(111).
The rings do not appear isolated, but rather aggregate into islands. A larger
island can be seen on the bottom of Figure 6.4a. Furthermore, the ring yield of
38% is lower than for a low-coverage sample on Cu(111) (cf. P1 and P2).

Annealing a medium-coverage sample (0.5 ML) of DBAz on Ag(111) with co-
deposited Cu leads to a similar situation (Figure 6.4b). Here, a large island of
rings is observed. Those monomers, which are not incorporated in this island,
mostly form rather short zigzag chains and some larger rings than the cyclic
hexamer. In between the chains, a few additional cyclic hexamers are present.
The ring yield is strongly increased to 81%, which is much higher than for a
medium-coverage sample on Cu(111) (cf. P2).

A high-coverage sample (0.9 ML) of DBAz on Ag(111) with co-deposited Cu
atoms is shown in Figure 6.4c. The situation resembles that of the medium-
coverage sample. A large island of rings is observed, while the structures around
that island are mostly short zigzag chains. The ring yield is decreased to 59%.

(a) (b)

(c) (d)
20 nm 20 nm

30 nm 40 nm

0.04 ML 0.5 ML

0.9 ML 1.0 ML

Figure 6.4: Coverage series of DBAz on Ag(111) with co-deposited Cu. (a) to (d) STM
images of samples with the indicated coverages after annealing at 380 K for 30 min. Tunneling
parameters: (a) Ut = −3.52 V, It = −0.14 nA; (b) Ut = 1.44 V, It = 0.06 nA; (c) Ut = 1.96 V,
It = 0.04 nA; (d) Ut = 2.51 V, It = 0.06 nA.
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At last, a sample with saturation coverage (defined as 1.0 ML) was investigated
(Figure 6.4d). This sample shows a different behavior. The rings form many
small islands, which are surrounded by short chains. This situation has already
been described after annealing the sample in the annealing series to 380 K (cf.
Figure 6.3c). The ring yield is only slightly decreased to 58% compared to the
sample with a coverage of 0.9 ML.

The trends in the coverage series differ from those observed for DBAz on
Cu(111) (cf. P2). In these studies the highest ring yield was obtained for the
lowest coverage and it decreased with increasing coverage. This finding is ex-
plained by the competition between ring closure and chain growth as first- and
second-order reactions, respectively. For DBAz on Ag(111) with co-deposited
Cu the ring yield shows a maximum for an intermediate coverage of 0.5 ML
and the ring yield is lowest for the sample with the lowest coverage. These
observations cannot be explained exclusively by the competition between first-
and second-order reactions. Thus, it seems likely that the differences are caused
by the co-deposited Cu atoms. At this point, the problem of the amount of
co-deposited Cu arises.

For the different samples shown in Figure 6.4 the amount of Cu was not
kept constant. This amount along with the DBAz coverage ΘDBAz and the
resulting ring yield is shown in Table 6.1. Furthermore, the amount of co-
deposited Cu is referenced to the DBAz coverage (Cu / ΘDBAz). The amount
of co-deposited Cu is given as the ion flux of the electron beam evaporator used
for the deposition multiplied by the time. No clear statements concerning the
influence of the amount of Cu can be made. However, some considerations are
possible. First of all, it can be stated that all monomers are incorporated in
organometallic rings or chains and no monomers or dimers are observed in the
presented STM images (cf. Figures 6.3c and 6.4). This observation indicates

Table 6.1: Ring yield, amount of co-deposited Cu and amount of Cu referenced to the DBAz
coverage (Cu / ΘDBAz) for the samples with different coverages of DBAz ΘDBAz on Ag(111)
shown in Figures 6.3c and 6.4.

ΘDBAz / ML Ring yield / % Cu / nA min Cu / ΘDBAz / nA min
ML

0.04 38 37.8 945
0.5 81 35.0 70
0.9 59 105 117
1.0 58 125 125
1.0a 54 270 270

a Sample from the annealing series shown in Figure 6.3c.
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that the amount of co-deposited Cu was always (over-)stoichiometric, i.e., it
was sufficient to cleave all (remaining) intact C Br bonds. The lowest amount
of Cu referenced to the DBAz coverage was deposited on the sample with a
coverage of 0.5 ML (70 nA min/ML). For all other samples, the amount of Cu
was significantly higher. Interestingly, this is the sample with the highest ring
yield. The lowest ring yield was observed for the sample with the highest amount
of Cu referenced to the DBAz coverage (0.04 ML, 38%, 945 nA min/ML). This
observation suggests that a low amount of Cu per DBAz monomer is beneficial
for a high ring yield. This hypothesis is further supported by the fact that the
two samples with a similar amount of Cu per DBAz precursor (0.9 and 1.0 ML,
117 nA min/ML and 125 nA min/ML, Figure 6.4c and d, respectively) show a
similar ring yield. Furthermore, a comparison of the two samples with saturation
coverage (Figures 6.3c and 6.4d) shows that the higher ring yield is observed for
the sample with the lower amount of Cu.

It would be desirable to quantify the exact amount of co-deposited Cu. For
this purpose, XPS seems to be the method of choice. The Ag 3d and Cu 2p
XP spectra and a plot of the Cu/Ag intensity ratio of the samples with DBAz
coverages of 0.5, 0.9, and 1.0 ML from the coverage series (cf. Figure 6.4b to d)
are shown in Figure 6.5. For the sample with a coverage of 0.04 ML (Figure 6.4a)
no Cu 2p XP spectrum was measured. The samples show an increasing Cu/Ag
ratio with increasing coverage. This is in accordance with the data of the flux
monitor of the electron beam evaporator (cf. Table 6.1). However, the exact
amount of Cu cannot be determined from the XPS data because a sample with
a known amount of Cu would be needed as a reference. Furthermore, for the
analysis of the data it needs to be considered that the amount of organics on
top of the Ag(111) substrate is different. This leads to a different damping of
the Ag 3d signal and thus has an influence on the Cu/Ag ratio.
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Figure 6.5: Ag 3d and Cu 2p XP spectra and Cu/Ag ratio of DBAz on Ag(111) with co-
deposited Cu for the samples with DBAz coverages of 0.5, 0.9, and 1.0 ML (Figures 6.4b to
d).
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Based on these qualitative observations, it can be speculated that the amount
of Cu should be as low as possible to cleave all the remaining intact C Br bonds
and form C Cu C bonds. In that case, the organometallic rings and chains
would be adsorbed on a pure Ag(111) surface and the influence of the Cu would
be minimized. If higher amounts of Cu are deposited, the excess Cu atoms
remain adsorbed on the Ag(111) surface as adatoms, Cu clusters, or even closed
Cu layers, which influence the interaction between the DBAz precursors and the
Ag(111) substrate. Because of the high ring yield observed for the sample with
the lowest amount of co-deposited Cu it seems possible that the ring yield on
Ag(111) can be increased compared to the case of DBAz on Cu(111). A possible
explanation for this is the weaker interaction of the azulene monomers with
Ag(111) already mentioned before.[247] Due to the weaker interaction, diffusion of
the monomers might be increased, which gives access to thermodynamic reaction
control at lower temperatures. Another reason might be the weaker C Ag C
bond compared with the C Cu C bond, which becomes reversible at lower
temperatures. These effects could, in turn, increase the ring yield, because
the entropically favored chains are formed with a lower probability at lower
temperature. However, based on the available data, these suggestions cannot be
proven and further experiments would be required.

In summary, it can be said that the formation of organometallic oligomers
based on the DBAz precursor on Ag(111) can be achieved with co-deposited Cu
atoms, which is not possible without Cu. Yet, it cannot be shown whether Cu,
Ag, or a mixture of both is present in the C M C bonds. The presented results
suggest that the ring yield could be significantly increased compared to DBAz
on Cu(111) (cf. P1 and P2). However, in order to confirm these suggestions and
to show general trends, the influence of the co-deposited Cu atoms would need
to be investigated further. Possible additional experiments should consider the
following two aspects. First, the necessary amount of Cu should be determined
and substantiated by XPS. For this purpose, the amount of Cu could be varied
on samples with the same coverage of DBAz. If the optimum amount of Cu
per DBAz monomer is known, a coverage series with precisely that amount of
Cu for the respective samples could be investigated. Second, the amount of Cu
could be kept constant while the coverage of DBAz is varied. By this means,
general trends for the influence of the DBAz coverage on the ring yield could
be obtained and compared to the results on Cu(111) presented in P2, while a
maximization of the ring yield and the direct comparison of the influence of the
substrate between Cu(111) and Ag(111) would not be possible.

242



6.2 Atomic Layer Injection

6.2 Atomic Layer Injection

The atomic layer injection (ALI) device provided by BihurCrystal S.L. is a com-
mercially available device that can be used for the deposition of molecules on
surfaces from solution under UHV conditions. This might be required for large
or unstable molecules that cannot be deposited intact by thermal evaporation.
In the ALI device the solution is inserted into the pre-injection system, which
can be loaded using an inert driving gas. The deposition is performed by a
magnetic pulse valve, which is opened for a short time so that the solution is
drawn into the deposition chamber, which has a lower pressure. Small droplets
of the solution land on the surface, the solvent evaporates and the molecules
remain adsorbed on the surface. The whole deposition process is controlled by
a software, which also records the pressure in the deposition chamber.

In order to test the ALI device, it was mounted to the load lock of the prepara-
tion chamber of the combined STM and XPS setup of the Gottfried group in Mar-
burg (cf. Section 3.4.1). meso-tetraphenylporphyrin (2HTPP, cf. Figure 1.3b)
was chosen for the test measurements because it is well characterized on sur-
faces.[159] For this purpose, a solution with a concentration of c = 1 · 10−5 mol/l
in dichloromethane (DCM) was prepared and inserted into the pre-injection sys-
tem. The deposition with the ALI device was performed on Ag(111) with Ar as
the driving gas. The parameters used for the deposition are given in Table 6.2
and will be explained briefly. tlog is the logging time used by the software, i.e.,
the time interval, in which the pressure in the deposition chamber is recorded.
The actuation pressure pact and the locking pressure plock give the pressure range
in the deposition chamber, in which the pulsing valve can be opened. Only if
the pressure is below pact, the pulsing valve will be opened. If it exceeds plock it
will be closed. ton is the maximum duration of a pulse. If plock is not exceeded
after this time, the pulse valve will be closed anyway. toff is the minimum time
between two pulses. The pulse valve will only be opened after this time, al-
though the pressure might be below pact earlier. However, if the pressure is still
above pact after toff , the pulse valve will not be opened. pinj is the pressure in
the pre-injection system. This pressure can be adjusted by the driving gas and
the higher it is, the more solution will be pulsed into the deposition chamber.

Table 6.2: Parameters used for the deposition of 2HTPP on Ag(111) with the ALI device.

tlog / s pact / mbar plock / mbar ton / s toff / min pinj / mbar

0.10 5 · 10−7 0.01 0.01 2 1040
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6 Additional Results

To test the deposition, a series of several pulsing sequences was performed.
After each sequence, the sample was checked with XPS to see whether molecules
were deposited and to get an estimation of the coverage. The C 1s, N 1s, Ag 3d,
and Cl 2p XP spectra are shown in Figure 6.6. The XP spectra recorded before
deposition show that the Ag(111) surface was clean (Figure 6.6i). After the first
sequence with 10 pulses (Figure 6.6ii) the presence of C-containing species can
be seen in the C 1s spectrum. However, due to the background caused by the
Ag 3d signal in the N 1s region, it is difficult to tell whether there is also N
present on the surface. Furthermore, the Cl 2p spectrum shows that the sample
contains Cl contaminations, which most likely originate from the solvent DCM.

To deposit more 2HTPP on the sample, another sequence with 10 pulses
(Figure 6.6iii) was performed. As expected, the intensity of the C 1s signal is
increased. Moreover, the intensity of the Cl 2p signal is decreased and only a
small amount of Cl remains on the sample. Perhaps the DCM solvent molecules
are replaced by 2HTPP. After the deposition of a total of 30 pulses (Figure 6.6iv)
the Cl 2p signal is completely gone and the intensity of the C 1s signal is further
increased. However, the N 1s spectrum still does not allow a clear statement
whether N is present on the sample.
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Figure 6.6: C 1s, N 1s, Ag 3d, and Cl 2p XP spectra after deposition of 2HTPP on Ag(111)
with the ALI device recorded (i) before the deposition, after the deposition of (ii) 10 pulses,
(iii) 20 pulses, (iv) 30 pulses, (v) 60 pulses, and (vi) after annealing the sample to 540 K for
5 min.
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6.2 Atomic Layer Injection

To get a thicker layer of 2HTPP, another sequence of 30 pulses was performed
(Figure 6.6v). After this sequence changes in the N 1s region around a binding
energy of 398 eV are clearly visible compared with the spectrum of the clean
Ag(111) surface (Figure 6.6i). Thus, it seems likely that 2HTPP was successfully
deposited on the sample. The intensity of the C 1s signal is further increased,
so that a thin multilayer of 2HTPP on Ag(111) was expected.

To desorb the multilayer and obtain a monolayer of 2HTPP on Ag(111), the
sample was annealed to 540 K (Figure 6.6vi). Indeed, the intensity of the C 1s
signal is decreased and the N 1s spectrum resembles those after deposition of
a lower number of pulses. Accordingly, the sample was investigated with STM
(Figure 6.7) to check the coverage of the 2HTPP molecules. The large-scale
STM image (Figure 6.7a) shows square features, which can clearly be assigned
to 2HTPP molecules.[248] However, the coverage is lower than the expected mono-
layer. To determine the coverage, the number of 2HTPP molecules per area is
compared with data reported in the literature. While in the STM image in
Figure 6.7a the density of the 2HTPP molecules is 0.10 nm−2, this value was
calculated to be 0.51 nm−2 from an STM image of a monolayer of 2HTPP on
Ag(111) reported by Di Santo et al.[249] Thus, a coverage of 0.20 ML results after
annealing the sample to 540 K.

The close-up STM image in Figure 6.7b shows the structure of the 2HTPP
molecules more clearly. Most of the molecules appear as two bright lobes. This
appearance has been reported for 2HTPP on Cu(111).[250,251] Interestingly, a lot
of small dots appear around the molecules. Since all the Cl is desorbed from
the surface as shown by the XP spectra in Figure 6.6, these dots cannot be Cl
atoms. However, as indicated by the Br 3p XP spectrum (Figure 6.7c), a lot of
Br is present on the sample. This cannot originate from the molecule itself or the
solvent. Yet, a number of brominated precursor molecules had been investigated
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Figure 6.7: (a) Large-scale, (b) close-up STM images, and (c) Br 3p XP spectrum of 2HTPP
on Ag(111) after annealing the sample to 540 K for 5 min. Tunneling parameters: (a), (b)
Ut = 1.49 V, It = 0.02 nA.
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6 Additional Results

in the UHV chambers prior to the shown measurements. It seems likely that
these precursor molecules are the source of the Br contaminations.

The Br contaminations also help to explain the lower coverage than expected.
Because the Br layer decouples the 2HTPP molecules from the Ag(111) sub-
strate the interaction is weaker and a large fraction of the monolayer has already
desorbed at a lower temperature than expected. Such a decoupling by halogen
atoms has been reported for an organic layer by I atoms.[252] Nevertheless, based
on the coverage of 0.20 ML and the intensity ratios of the C 1s and Ag 3d XP
spectra (Figure 6.6) the coverages after the other pulsing sequences can be es-
timated. For this purpose, the C/Ag ratios are referenced to the value of the
sample after annealing to 540 K. The results are given in Table 6.3.

The question for future uses of the ALI device is, how reproducible the amount
of deposited molecules per pulse is. It can be seen that with the first 10 pulses
0.26 ML of 2HTPP were deposited. With the second and third 10 pulses, this
amount decreased to 0.10 ML per 10 pulses. However, as was shown in the
Cl 2p XP spectrum after the first pulsing sequence (Figure 6.6ii) there were Cl
contaminations present on the sample. These were most likely caused by the
solvent DCM. If the solvent molecules were replaced by 2HTPP and desorbed
intact, this explains why the amount of C-containing species was higher for the
first 10 pulses and decreased for the following sequences. The lower increase of
only 0.15 ML with the 30 pulses of the fourth pulsing sequence could be explained
by the Br contaminations on the sample. These weaken the interaction of 2HTPP
with the substrate and perhaps not all molecules stay adsorbed on the surface.
Thus, the presented results help to give an estimation of how many molecules
are deposited with 1 pulse under the settings given in Table 6.2.

In summary, the successful initial operation of the ALI device on the combined
STM and XPS setup of the Gottfried group was shown using a solution of 2HTPP
in DCM. The deposition of intact 2HTPP molecules was demonstrated by STM
and the amount of molecules per pulse was estimated by XPS. This knowledge
can be used as a starting point for further preparations using the ALI device.

Table 6.3: Coverages of the different samples of 2HTPP on Ag(111) shown in Figure 6.6
prepared with the ALI device. The coverages are calculated by the C/Ag ratio and referenced
to the monolayer coverage reported in ref. [249].

Sample C/Ag ratio Coverage / ML

(ii) 0.0048 0.26
(iii) 0.0069 0.36
(iv) 0.0088 0.46
(v) 0.0126 0.61
(vi) 0.0035 0.20
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7 Summary

This thesis deals with several aspects of surface and interface chemistry. In
this context the presented studies aim at a fundamental understanding of the
processes that occur in on-surface synthesis, as well as the interactions of organic
molecules with metal substrates and co-deposited metal atoms. For this purpose,
a number of microscopic and spectroscopic techniques have been applied, which
allow to study the relevant questions of the different projects.

The main topic of this thesis is concerned with the on-surface synthesis of
carbon-based nanostructures on metal single-crystal surfaces. Here, different
brominated molecules were used as precursors for the surface-confined Ullmann
coupling reaction. The investigations especially focus on the organometallic
or covalent ring and chain structures formed as reaction products. Different
strategies were applied to steer the reaction outcome to the desired direction
and to understand how the ring/chain ratio can be influenced by parameters
such as temperature or coverage.

1,3-Dibromoazulene (DBAz) on Cu(111) was chosen as a model system for
the investigation of the ring/chain competition and the product structures were
studied by scanning tunneling microscopy (STM). The connection pattern of the
Br substituents in this molecule is chosen in a way that it enables the formation
of rings as well as chains. It was demonstrated that upon deposition at 300 K an
organometallic intermediate of the surface-confined Ullmann coupling is formed.
Analysis of the data showed the preferential formation of oligomeric chains. An-
nealing of the samples to higher temperatures (≥ 430 K) led to an increase of
cyclic organometallic hexamers. In order to explain this finding the principles
of kinetic and thermodynamic reaction control were applied. At 300 K the ther-
mal energy is sufficient to cleave the C Br bonds and to form organometallic
oligomers connected by C Cu C bonds. However, these organometallic bonds,
which can be considered reversible in general, are irreversible on the time scale
of the experiment at this temperature. These non-equilibrium conditions are
associated with kinetic reaction control. Under these conditions the connection
pattern of the oligomer products is determined by statistics, which makes the
formation of rings unlikely because all six monomers in a hexamer would have to
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be connected with the same orientation. At elevated temperatures, the C Cu C
bonds become reversible, i.e., they are broken and reformed again quickly. This
leads to equilibrium conditions and thermodynamic reaction control. Under
these conditions the single monomer units can rearrange their connection pattern
until an energetically more stable product is formed. This energetically more sta-
ble product is the cyclic hexamer because it possesses one more C Cu C bond
compared with the open-chain hexamer. The situation becomes more difficult
if the coverage as a second parameter is taken into account. An analysis of the
ring/chain ratio of samples with different coverages showed a decreasing ring
yield with increasing coverage. To explain this finding, reaction kinetics have
to be considered. Whereas chain growth is a second-order reaction because two
molecules (monomers or already existing chains) need to react intermolecularly,
ring closure is a first-order reaction, in which the two ends of an existing chain
react intramolecularly. While first-order reactions are preferred at low concen-
trations, i.e., low coverages, second-order reactions compete more strongly with
increasing concentration. In this way, the decreasing ring yield with increasing
coverage can be explained. Furthermore, the existence of an optimal tempera-
ture to maximize the ring yield of 430 K was found. This observation can be
understood based on thermodynamic considerations. Since the rings are formed
at all they must be the energetically favored product. However, this means that
the chains are the entropically favored product and an increased temperature
should again lead to preferred chain formation. Thus, the optimal temperature
for ring formation is just high enough to reach the regime of thermodynamic
reaction control, i.e., reversible C Cu C bonds. All these fundamental con-
siderations have been applied to Monte Carlo (MC) simulations, in which the
DBAz precursor was represented by a simple model. A good qualitative agree-
ment between simulation and experiment supports the conclusions made and
additionally suggests their general applicability to on-surface synthesis.

In order to investigate the influence of the substrate on the ring/chain ratio,
the studies using the DBAz precursor were expanded to the Ag(111) surface.
The reactivity of this substrate towards debromination is not sufficient to obtain
a completely organometallic network before desorption of the molecules starts.
Thus, Cu atoms were co-deposited to the DBAz molecules and it was shown that
a completely organometallic network could be obtained in this way. A decreased
optimal temperature for the maximization of the ring yield of 380 K compared
with Cu(111) was found. This observation is explained by the weaker interaction
of the azulene precursor with the Ag(111) surface and the weaker C Ag C
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bonds compared to C Cu C bonds. Both these aspects enable thermodynamic
reaction control at a lower temperature. However, the amount of co-deposited
Cu atoms was not kept constant for samples with different DBAz coverages and
thus no obvious statements concerning the dependence of the ring yield on the
coverage can be made. Yet, the data suggest that a lower amount of Cu is
beneficial for a higher ring yield, because the highest ring yield was observed for
the sample with the lowest amount of Cu in relation to the DBAz coverage.

A different approach to control the ring/chain ratio was chosen by applying
a surface template. In this study a vicinal Ag surface with small terraces of
equal size was used to favor chain growth of the 4,4''-dibromo-1,1':3',1''-terphenyl
(DMTP) precursor. The kinked steps of the curved Ag(645) crystal are oriented
in a way that they can reconstruct in order to perfectly match the structure
of the covalent DMTP polymer chains. The formation of chains in a very high
yield and their alignment in the direction of the steps was proven by STM and
low-energy electron diffraction (LEED). The structural quality of the polymer
chains was high enough to study them with the space-averaging angle-resolved
photoemission spectroscopy (ARPES) technique. The ARPES measurements
showed a band dispersion in the direction of the chains, whereas no dispersion
was observed in the perpendicular direction. Furthermore, a comparison with
poly-(para-phenylene) chains showed the influence of the meta junctions on the
electronic structure of organic polymer chains. These results were substantiated
by scanning tunneling spectroscopy (STS) experiments and density functional
theory (DFT) calculations.

Exclusive chain formation can, of course, also be achieved by an appropri-
ate design of the precursor molecule. This was demonstrated by using 2,6-
dibromoazulene (2,6-DBAz), a structural isomer of DBAz, on the Au(111) sur-
face. In this precursor molecule the Br substituents are located on both ends
of the azulene backbone and thus only allow a linear connection. The exclu-
sive formation of chains was shown by STM, while this technique could not
reveal the connection pattern of the single azulene monomer units within the
oligomers. For this purpose, non-contact atomic force microscopy (nc-AFM)
with submolecular resolution was applied and a random connection pattern was
observed. In an additional reaction step the fusion of single oligomer chains by
dehydrogenative coupling was demonstrated. Again, the formed structures were
elucidated by nc-AFM. Depending on the connection pattern of the individual
chains and their relative orientation nanoribbons of two new carbon allotropes
with non-alternant π topology were found. Namely, these are phagraphene and
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tetra-penta-hepta-graphene, which had been theoretically predicted but not ex-
perimentally observed before.

The presented studies investigate ring and chain structures formed as reaction
products in on-surface synthesis. They provide different ways how to produce one
of the two reaction products with high yield. Based on fundamental considera-
tions and a clever design of the reaction parameters, samples with high structural
homogeneity can be prepared. These findings help to better understand the fun-
damental processes that determine the products of on-surface synthesis. Thus,
they might be applied in the precise fabrication of carbon-based nanodevices.

In addition to the investigations of on-surface synthesis, a number of studies
concerned with surface and interface chemistry have been presented. These
investigate the interactions between organic molecules and metal substrates or
co-deposited metal atoms in general. In this connection the polymorphism of
1,1':3',1'':4'',1'''-quaterphenyl-4,4'''-dicarbonitrile (m-4PDN) on Ag(111) was
studied. It was shown that this molecule forms different adsorbate structures
depending on the coverage. While at saturation coverage a densely-packed layer
is formed, at a low coverage of 0.1 ML two different ordered phases are observed.
One of these phases consists of both flat-lying and upright-standing molecules,
which had not been reported before. The direct metalation of tetrapyrrole
macrocycles was investigated for meso-tetraphenylporphyrin (2HTPP) and
2,3,8,12,17,18-hexaethyl-7,13-dimethylcorrole (3HHEDMC). For the metalation
of thin films of 2HTPP with Co the reaction depth was determined and the
formation of a diffuse interphase rather than an abrupt interface was observed.
For 3HHEDMC the stabilization of a metal trication was shown, whereas for
porphyrins usually dications are observed. The influence of the molecular π

topology on the adsorption and desorption was studied for the non-alternant
model molecule azulene and compared with its alternant counterpart naphtha-
lene. It was shown that the non-alternant azulene interacts much more strongly
with the Cu(111) surface than naphthalene.

As an additional result the successful initial operation of a commercially avail-
able atomic layer injection (ALI) device on the combined STM and XPS setup
of the Gottfried group in Marburg was shown. For this purpose, 2HTPP was
deposited on Ag(111) from a dichloromethane (DCM) solution. The intact de-
position of 2HTPP molecules was shown by STM and X-ray photoelectron spec-
troscopy (XPS) was applied to estimate the amount of molecules deposited per
pulse of the ALI device.
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The experimental part of this thesis is completed by the design and construc-
tion of technical equipment for the combined STM and XPS setup in the labo-
ratory of the Gottfried group. Redesign of the sputtering and annealing stage in
the STM chamber and the sample stage of the manipulator of the preparation
chamber facilitated several aspects of the daily working routine. Furthermore,
a new designed line-of-sight evaporator was used to deposit the medium-vapor
pressure molecules DBAz and 2,6-DBAz investigated in this thesis.
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8 Zusammenfassung

Diese Dissertation behandelt verschiedene Aspekte der Oberflächen- und Grenz-
flächenchemie. In diesem Zusammenhang untersuchen die vorgestellten Studien
das grundlegende Verständnis der Prozesse der oberflächengestützten Synthese
sowie die Wechselwirkungen von organischen Molekülen mit Metallsubstraten
und zusätzlich abgeschiedenen Metallatomen. Zu diesem Zweck wurde eine Viel-
zahl an mikroskopischen und spektroskopischen Methoden angewandt, die es
erlauben, die relevanten Fragestellungen der entsprechenden Projekte zu beant-
worten.

Der Hauptteil dieser Arbeit behandelt die oberflächengestützte Synthese von
kohlenstoffbasierten Nanostrukturen auf Metall-Einkristalloberflächen. Hierbei
wurden verschiedene bromierte Moleküle als Präkursoren für die oberflächenge-
stützte Ullmann-Kupplung genutzt. Die Untersuchungen konzentrieren sich be-
sonders auf die kovalenten oder organometallischen Ring- und Kettenstrukturen,
die als Reaktionsprodukte gebildet werden. Es wurden verschiedene Strategien
verwendet, um das Ergebnis der Reaktion in die gewünschte Richtung zu steu-
ern und um zu verstehen, wie das Ring/Ketten-Verhältnis durch Parameter wie
Temperatur oder Bedeckungsgrad beeinflusst werden kann.

1,3-Dibromazulen (DBAz) auf Cu(111) wurde als Modellsystem gewählt, um
die Konkurrenz zwischen Ring- und Kettenbildung zu untersuchen und die Pro-
duktstrukturen wurden mit Rastertunnelmikroskopie (engl. scanning tunneling
microscopy, STM) charakterisiert. Das Verknüpfungsmuster der Br-Substituen-
ten in diesem Molekül ist so gewählt, dass es sowohl Ring- als auch Kettenbildung
erlaubt. Es wurde gezeigt, dass nach Abscheiden bei 300 K eine organometalli-
sche Zwischenstufe der oberflächengestützten Ullmann-Kupplung gebildet wird.
Die Analyse der Daten zeigte eine bevorzugte Bildung von Oligomerketten. Tem-
pern bei höheren Temperaturen (≥ 430 K) führte zu einem Anstieg von zykli-
schen organometallischen Hexameren. Um diese Beobachtung zu erklären, wur-
den die Prinzipien der kinetischen und thermodynamischen Reaktionskontrolle
angewandt. Bei 300 K ist die thermische Energie ausreichend, um die C Br-Bin-
dung zu spalten und organometallische Oligomere zu bilden, die durch C Cu C-
Bindungen verknüpft sind. Allerdings sind diese organometallischen Bindungen,
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die grundsätzlich als reversibel betrachtet werden können, bei dieser Tempera-
tur auf der Zeitskala des Experiments irreversibel. Diese Bedingungen, bei denen
sich die Bildung und Spaltung der C Cu C-Bindungen nicht im Gleichgewicht
befindet, werden als kinetische Kontrolle bezeichnet. Das Verknüpfungsmuster
der Oligomere wird durch eine statistische Verteilung bestimmt. Diese macht die
Bildung von Ringen unwahrscheinlich, da alle sechs Monomere in einem Hexamer
mit der gleichen Ausrichtung verknüpft sein müssten. Bei erhöhten Temperatu-
ren werden die C Cu C-Bindungen reversibel, das heißt, sie werden schnell
gebrochen und erneut gebildet. Dies führt zu Gleichgewichtsbedingungen und
thermodynamischer Reaktionskontrolle. Unter diesen Bedingungen können die
einzelnen Monomere ihr Verknüpfungsmuster ändern, bis ein energetisch stabile-
res Produkt gebildet wird. Dieses energetisch stabilere Produkt ist das zyklische
Hexamer, da es eine C Cu C-Bindung mehr besitzt als ein offenkettiges He-
xamer. Die Situation wird komplizierter, wenn der Bedeckungsgrad als zweiter
Parameter berücksichtigt wird. Eine Analyse des Ring/Ketten-Verhältnisses von
Proben mit verschiedenem Bedeckungsgrad zeigte eine abnehmende Ringaus-
beute mit zunehmender Bedeckung. Um diese Beobachtung zu erklären, muss
die Reaktionskinetik betrachtet werden. Das Kettenwachstum ist eine Reaktion
zweiter Ordnung, da zwei Moleküle (Monomere oder bereits existierende Ket-
ten) intermolekular miteinander reagieren müssen. Im Gegensatz dazu ist der
Ringschluss eine Reaktion erster Ordnung, bei der die zwei Enden einer Ket-
te intramolekular miteinander reagieren. Während Reaktionen erster Ordnung
bei niedrigen Konzentrationen (Bedeckungen) bevorzugt ablaufen, werden Re-
aktionen zweiter Ordnung bei höherer Konzentration wahrscheinlicher. Auf diese
Weise kann die abnehmende Ringausbeute mit steigender Bedeckung erklärt wer-
den. Des Weiteren wurde eine optimale Temperatur von 430 K beobachtet, bei
der die Ringausbeute maximal ist. Diese Beobachtung kann anhand von ther-
modynamischen Überlegungen erklärt werden. Da die Ringe überhaupt gebildet
werden, müssen sie das thermodynamisch stabilere Produkt sein. Dies bedeutet
allerdings, dass die Ketten das entropisch bevorzugte Produkt sind und eine Er-
höhung der Temperatur wiederum die Kettenbildung begünstigen sollte. Daher
ist die optimale Temperatur für die Ringbildung gerade hoch genug, um den
Zustand der thermodynamischen Reaktionskontrolle, also reversible C Cu C-
Bindungen, zu erreichen. All diese grundlegenden Überlegungen wurden in Mon-
te-Carlo-Simulationen (MC) angewandt, in denen das DBAz-Molekül durch ein
einfaches Modell repräsentiert wird. Eine gute qualitative Übereinstimmung zwi-
schen Experiment und Simulation untermauert die getroffenen Schlussfolgerun-
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gen und deutet zusätzlich darauf hin, dass sie generell in der oberflächengestütz-
ten Synthese anwendbar sind.

Um den Einfluss des Substrats auf das Ring/Ketten-Verhältnis zu untersu-
chen, wurden die Experimente mit dem DBAz-Molekül auf die Ag(111)-Oberflä-
che erweitert. Die Reaktivität dieses Substrats gegenüber der Debromierung ist
allerdings nicht ausreichend, um ein vollständig organometallisches Netzwerk zu
erhalten, bevor die Desorption der Moleküle beginnt. Daher wurden zusätzlich
zu den DBAz-Molekülen Cu-Atome abgeschieden und es wurde gezeigt, dass auf
diese Weise ein vollständig organometallisches Netzwerk erhalten werden kann.
Die optimale Temperatur, um die Ringausbeute zu maximieren, verringerte sich
im Vergleich zu Cu(111) auf 380 K. Diese Beobachtung wird durch die schwä-
chere Wechselwirkung des Azulene-Moleküls mit der Ag(111)-Oberfläche und
die C Ag C-Bindungen erklärt, die schwächer sind als die C Cu C-Bindun-
gen. Allerdings wurde die Menge der abgeschiedenen Cu-Atome für Proben mit
verschiedenen DBAz-Bedeckungen nicht konstant gehalten, sodass keine eindeu-
tigen Aussagen über den Einfluss der Bedeckung auf die Ringausbeute getroffen
werden können. Dennoch legen die Daten nahe, dass eine geringere Menge an
Cu vorteilhaft für eine höhere Ringausbeute ist, da die höchste Ringausbeute bei
der Probe mit der niedrigsten Cu-Menge im Verhältnis zur DBAz-Bedeckung er-
halten wurde.

Ein anderer Ansatz, um das Ring/Ketten-Verhältnis zu kontrollieren, wur-
de durch die Verwendung eines Oberflächentemplats gewählt. In dieser Studie
wurde eine vicinale Ag-Oberfläche mit kleinen Terrassen gleicher Größe verwen-
det, um das Kettenwachstum von 4,4''-Dibrom-1,1':3',1''-terphenyl (DMTP) zu
fördern. Die geknickten Stufenkanten des gekrümmten Ag(645)-Kristalls sind so
ausgerichtet, dass sie auf eine Weise rekonstruieren können, die perfekt zur Struk-
tur der kovalenten DMTP-Polymerketten passt. Die Bildung der Ketten in sehr
hoher Ausbeute und ihre perfekte Ausrichtung entlang der Stufenkanten wurde
mit STM und der Beugung niederenergetischer Elektronen (engl. low-energy elec-
tron diffraction, LEED) bewiesen. Die strukturelle Qualität der Polymerketten
war hoch genug, um sie mit winkelaufgelöster Ultraviolettphotoelektronenspek-
troskopie (engl. angle-resolved photoemission spectroscopy, ARPES) zu untersu-
chen. Die ARPES-Messungen zeigten eine Banddispersion entlang der Richtung
der Ketten, während senkrecht zu dieser keine Dispersion beobachtet wurde. Des
Weiteren zeigte ein Vergleich mit Poly-(para-phenylen)-Ketten den Einfluss der
meta-Verknüpfungen auf die elektronische Struktur der organischen Polymer-
ketten. Die Ergebnisse wurden durch Rastertunnelspektroskopie (engl. scanning
tunneling spectroscopy, STS) und Dichtefunktionaltheorie (DFT) bewiesen.
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Die ausschließliche Bildung von Ketten lässt sich auch durch einen geeigneten
Präkursor erreichen. Dies wurde gezeigt, indem 2,6-Dibromazulen (2,6-DBAz),
ein Strukturisomer von DBAz, auf der Au(111)-Oberfläche verwendet wurde. In
diesem Molekül befinden sich die Br-Substituenten an beiden Enden des Azulen-
Gerüsts, wodurch nur eine lineare Verknüpfung möglich ist. Die ausschließliche
Bildung von Ketten wurde mit STM gezeigt. Allerdings konnte diese Methode
nicht das genaue Verknüpfungsmuster der Monomere in den Oligomeren auf-
klären. Zu diesem Zweck wurde non-contact Rasterkraftmikriskopie (engl. ato-
mic force microscopy, nc-AFM) mit submolekularer Auflösung verwendet und es
wurde ein zufälliges Verknüpfungsmuster gefunden. In einem zusätzlichen Reak-
tionsschritt wurde der Zusammenschluss einzelner Ketten durch eine dehydrie-
rende Kupplung gezeigt. Auch die auf diese Weise gebildeten Strukturen wurden
mittels nc-AFM aufgeklärt. Abhängig vom Verknüpfungsmuster der einzelnen
Ketten und deren relativer Ausrichtung wurden Nanobänder von zwei neuen
Kohlenstoff-Allotropen mit alternierender π-Topologie beobachtet. Hierbei han-
delt es sich um Phagraphen und Tetra-Penta-Hepta-Graphen, die zuvor zwar
bereits theoretisch vorhergesagt aber noch nicht experimentell beobachtet wor-
den waren.

Die vorgestellten Untersuchungen behandeln Ring- und Kettenstrukturen, die
als Reaktionsprodukte in der oberflächengestützten Synthese gebildet werden.
Sie beschreiben verschieden Wege, wie sich eines der beiden Produkte mit hoher
Ausbeute herstellen lässt. Basierend auf grundlegenden Überlegungen und einer
geschickten Wahl der Reaktionsparameter können Proben mit hoher strukturel-
ler Homogenität hergestellt werden. Diese Ergebnisse helfen dabei, die grund-
legenden Prozesse, die die Reaktionsprodukte einer oberflächengestützten Syn-
these beeinflussen, besser zu verstehen. Daher können sie Anwendung in der
Herstellung von kohlenstoffbasierten Nanobauteilen finden.

Zusätzlich zu den Ergebnissen zur oberflächengestützten Synthese wurde ei-
ne Reihe von Studien vorgestellt, die sich mit der Oberflächen- und Grenzflä-
chenchemie im Allgemeinen beschäftigen. In ihnen werden die Wechselwirkun-
gen zwischen organischen Molekülen und Metallsubstraten oder zusätzlich abge-
schiedenen Metallatomen untersucht. In diesem Zusammenhang wurde der Po-
lymorphismus von 1,1':3',1'':4'',1'''-Quaterphenyl-4,4'''-dicarbonitril (m-4PDN)
auf Ag(111) untersucht. Es wurde gezeigt, dass dieses Molekül in Abhängig-
keit der Bedeckung verschiedene Adsorbatstrukturen ausbildet. Während bei
Sättigungsbedeckung eine dichtest gepackte Lage gebildet wird, wurden bei ei-
ner niedrigen Bedeckung von 0.1 ML zwei verschiedene geordnete Phasen be-
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obachtet. Eine dieser Phasen besteht sowohl aus flach liegenden als auch aus
aufrecht stehenden Molekülen. Eine solche Phase wurde zuvor noch nicht beob-
achtet. Die direkte Metallierung von Tetrapyrrol-Makrocyclen wurde für meso-
Tetraphenylporphyrin (2HTPP) und 2,3,8,12,17,18-Hexaethyl-7,13-dimethylcor-
rol (3HHEDMC) untersucht. Bei der Metallierung von 2HTPP mit Co wurde die
Reaktionstiefe bestimmt und die Bildung einer diffusen Interphase anstelle ei-
ner abrupten Grenzfläche beobachtet. Für 3HHEDMC konnte die Stabilisierung
eines Metall-Trikations gezeigt werden, während für Porphyrine in der Regel Di-
kationen beobachtet werden. Der Einfluss der π-Topologie eines Moleküls auf die
Adsorption und Desorption wurde für den nichtalternierenden Aromaten Azulen
untersucht und mit seinem alternierenden Gegenstück Naphthalin verglichen.
Es wurde gezeigt, dass das nichtalternierende Azulen deutlich stärker mit der
Cu(111)-Oberfläche wechselwirkt als Naphthalin.

Als zusätzliches Ergebnis wurde die erfolgreiche Inbetriebnahme eines kom-
merziell erhältlichen atomic layer injection-Geräts (ALI) an der kombinierten
STM- und XPS-Apparatur der AG Gottfried in Marburg gezeigt. Zu diesem
Zweck wurde 2HTPP aus einer Dichlormethan-Lösung auf Ag(111) abgeschie-
den. Die Abscheidung von intakten 2HTPP-Molekülen wurde mittels STM ge-
zeigt und Röntgenphotoelektronenspektroskopie (engl. X-ray photoelectron spec-
troscopy, XPS) wurde verwendet, um die Menge an abgeschiedenen Molekülen
pro Puls des ALI-Geräts abzuschätzen.

Der experimentelle Teil dieser Arbeit wird durch die Entwicklung von tech-
nischen Gerätschaften für die kombinierte STM- und XPS-Apparatur im Labor
der AG Gottfried in Marburg vervollständigt. Überarbeitete Konstruktionen der
Probenaufnahme zum Sputtern und Annealen in der STM-Kammer und des Ma-
nipulators in der Präparationskammer vereinfachten viele Aspekte des täglichen
Arbeitens. Des Weiteren wurde ein neu entwickelter line-of-sight-Verdampfer
genutzt, um Moleküle mit mittlerem Dampfdruck wie DBAz und 2,6-DBAz ab-
zuscheiden, die in dieser Arbeit untersucht wurden.
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C Constructional Drawings

In this chapter all the constructional drawings used to manufacture the designed
parts described in Chapter 4 are given. The drawings were created with the
3D CAD software Autodesk Inventor, which was used to design the parts. They
specify the dimensions and precisions needed and were given to the department’s
mechanical workshop or external companies. The constructional drawings of the
different parts and the pages, on which they are found, are listed in the following
table.

Project Part Page

Sputtering and Annealing Stage Stage 298

Manipulator Head TZM Plates 300

Manipulator Head Sapphire Disc 302

Manipulator Head TZM Cylinder 303

Manipulator Head Ceramic Mount 304

Manipulator Head Bottom Cu Part 305

Manipulator Head Heating Mount 306

Manipulator Head Trio Washer 307

Manipulator Head Cooling Finger 308

Line-of-Sight Evaporator Glass Tube Mount 309

Line-of-Sight Evaporator CF40 Double Flange 310

Line-of-Sight Evaporator Protection Cap 311
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