Charging phenomena
in single molecules
and ordered molecular islands

DISSERTATION ZUR ERLANGUNG DES DOKTORGRADES
DER NATURWISSENSCHAFTEN (DR. RER. NAT.)
DER FAKULTÄT FÜR PHYSIK
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1 Introduction
Electron transfer is ubiquitous in nature and plays a central role, for example, in
chemical reactions such as photosynthesis or corrosion, as well as organic lightemitting diodes, transistors, and photovoltaic devices.
Even though electron transfer processes are generally well understood, their investigation at the atomic-scale could provide novel insights and push forward the ongoing
development of organic electronics.
Scanning tunneling microscopy (STM) and atomic force microscopy (AFM) have
made tremendous progress since their invention in the 1980s [1, 2]. Especially within
the past 20 years, those techniques have become powerful tools for atomic-scale
surface characterization, and in particular, for the investigation of single atoms or
molecules and their properties in real space.
Already shortly after its invention, STM was used to controllably move single Xe
atoms on a metallic surface [3]. Another impressive example was the measurement of
vibrational and rotational excitations of single molecules, adsorbed on a surface [4, 5].
After it was found that ultra-thin insulating films can be used to decouple a molecule
from the supporting conductive substrate [6], scanning tunneling microscopy has been
exploited for electronic structure investigations of single molecules, for example, to
map the frontier orbitals of an individual molecule [6]. One of the most relevant
applications of STM for this thesis is the possibility to resolve and manipulate charge
states of single atoms and molecules [7, 8]. This possibility of charge state control
was utilized to derive the distribution of an excess electron within a molecule, based
on the electron’s impact on the tunneling barrier [8].
Also, AFM has provided fascinating insights into physical and chemical processes at
the atomic scale. Whereas STM primarily measures the electronic properties of single
molecules, the strength of atomic force microscopy is its sensitivity to the geometric structure of single molecules, which makes those two techniques complementary.
The discovery that AFM with CO-functionalized tips enables to resolve the details
of the chemical structure within single molecules represents another recent breakthrough [9]. This technique was proven to be even sensitive enough to distinguish
bond order differences within single molecules [10].
Furthermore, it was shown that charge states of single molecules can be resolved
and manipulated by means of AFM [11]. Recently, it was demonstrated how bond
orders within a molecule change upon charging by combining the ability of charge
manipulation and structural resolution [12].
Those examples show that STM and AFM, in combination, provide us with a com-
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plete toolbox for the investigation of electron transfer processes within single molecules.
In this thesis, we make use of STM and AFM to study and resolve the structural and
electronic effects accompanying electron transfer reactions within single molecules
and small ordered islands of molecules with atomic-scale resolution. The experiments,
which will be presented in this thesis, can be divided into three projects:
The effect of charging on the geometric structure of a single molecule.
In chapter 4, AFM experiments of individual molecules adsorbed on ultrathin NaCl
films, which were grown on a supporting metal surface, are presented. Individual
molecules were controllably switched between two different charge states using scanning probe microscopy. We acquired AFM images of single molecules in both charge
states and analyzed the differences in image contrast. From those contrast changes
in AFM images due to charging and supporting density functional theory (DFT)
simulations, the geometrical changes of a molecule upon charging were elucidated.
The stability of electron distributions within molecular islands in different
charge states, and the role of electrostatic interactions.
Chapter 6 is the main project of this thesis. For these experiments, we grew highlyordered islands, consisting of a few tunnel-coupled molecules, by a thermally activated
diffusion process known as molecular self-assembly [13]. The islands were grown on
a many monolayers thick NaCl film on a supporting Au(110) substrate, to suppress
charge transfer between molecular islands and the metal substrate. We probe and
manipulate the charge state of self-assembled molecular islands with single-electron
control by means of AFM [14, 15]. From imaging and spectroscopy, we could gain
insight into the distribution of excess electrons within an island. We found that the
islands exhibit a probe-driven intra-island electron transfer in most charge states.
This allows us to directly observe and simulate the mutual interactions between individual charges and the stability of specific charge configurations within atomicallyprecise ordered molecular structures.
We find that the total number of excess electrons within a molecular island has a crucial influence on the stability of their distribution. Finally, we estimate the tunneling
rates of the intra-island charge transfer from the experimental data.
A novel tentative mechanism of charge stabilization in a single molecule,
based on strong polaronic shifts due to charge confinement.
In chapter 7, experiments on self-assembled PTCDA islands and individual PTCDA
molecules on ultrathin NaCl films are presented. It was found that PTCDA molecules can be switched by applying voltage pulses. STM and AFM images suggest
that this switching is related to charging, accompanied by structural changes. However, instead of occupying the lowest unoccupied molecular orbital, the experiments
suggest that the excess charge could be localized at a molecule’s functional group.
There, it might be stabilized due to an exceptionally large energy gain, arising from
strong spatial confinement of the excess electron.
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2 Theoretical background
In this chapter, the imaging techniques and the underlying principles of scanning
tunneling microscopy (STM) and atomic force microscopy (AFM) are introduced,
which are commonly summarized under the term scanning probe microscopy (SPM).
Further, a brief overview of specific imaging techniques will be given that were used
in the experiments.

2.1 Scanning Tunneling Microscopy
In 1981 Binnig et al. reported on an experimental setup that enabled tunneling
through a vacuum gap with precise control of the tunnel barrier width [16]. Shortly
afterwards, they presented the first scanning tunneling microscope, which allowed to
resolve conductive surfaces with atomic-scale resolution [1, 17].
Figure 2.1a shows the basic setup of an STM. It consists of an atomically sharp
metal tip, whose position can be controlled with sub-angstrom accuracy in x-,yand z-direction, and a flat conductive sample to be probed. If the tip is positioned
sufficiently close (a few angstroms) to the sample surface and a bias voltage is applied,
there is a finite probability for electron tunneling between tip and sample through
the vacuum barrier, which gives rise to a measurable tunneling current. By recording
this tunneling current while raster-scanning the sample, atomic-scale surface profiles
can be obtained. This can be done in two different operational modes: in constantheight mode the tip is raster-scanned at a pre-defined plane above the sample surface.
The obtained image contrast is then based on variations in the measured tunneling
current.
Alternatively, as depicted, in constant-current mode the vertical position of the tip
is adjusted by a feedback loop to keep the tunneling current at a predefined value.
The working principle of STM is based on the effect of quantum mechanical tunneling.
In a one-dimensional picture of tunneling through a potential barrier, tip and sample
can be considered as two metal electrodes separated by a potential barrier of height
Φ and width 2a, corresponding to the vacuum gap between tip and sample (see
Fig.2.1b). For simplicity, it is assumed that the work functions Φ of tip and sample
are identical. By applying a positive bias voltage to the sample with respect to the
tip, the Fermi levels are shifted with respect to each other, such that in the sample
unoccupied states become available for electrons below the Fermi level in the tip.
In the following consideration it is assumed that the potential Φ is constant within
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−a < z < a (the latter is valid in the limit of small bias voltages V << Φ/e). In a
classical picture, an electron of energy E < Φ, propagating in +z-direction, would
simply be reflected at the barrier. In quantum mechanics, an electron is described
by a wave function ψ(r, t), and its probability density is given by |ψ(r, t)|2 [18].
b

a
z
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tip
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F

Re(Ψ)
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0

I
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Figure 2.1: a The operation principle of an STM, using constant-current mode.
b Schematic picture of quantum mechanical tunneling through a onedimensional potential barrier. Tip and sample resemble the two electrodes separated by a potential barrier of height Φ. Further, the real
part of an electron wave function of energy E < Φ is depicted, for propagation in +z-direction. after [19, 20]
To obtain the transmission probability for an electron of energy E through the barrier,
the stationary Schrödinger equation has to be solved separately for the tip, sample,
and vacuum region [18]. Outside the vacuum gap, where the electron can freely
propagate, the solution is given by
ψ(z) = Aeikz + Be−ikz

for z < −a

(2.1)

ψ(z) = F eikz + Ge−ikz for a < z
(2.2)
√
with a wave number k = 2mE/h̄. Within the vacuum gap the solution reads as
ψ(z) = Ce−κz + Deκx for − a < z < a
(2.3)
p
with a wave number κ = 2m(Φ − E)/h̄. The prefactors can be determined by using
the boundary conditions at the sample/tip-vacuum interface z = +/-a. From this
coefficients, one can approximate the transmission probability |S(E)|2 = |F |2 / |A|2
through the barrier to [18]
√
2a
|S(E)|2 ≈ e−2 2m(Φ−E) h

4

.

(2.4)

2.1 Scanning Tunneling Microscopy
This consideration shows that the tunneling probability scales exponentially with the
barrier width 2a (the vacuum gap) separating the two electrodes.
√
In the limit of E << Φ, the decay constant may be expressed as κ = 2mΦ/h̄.
For typical metal work functions of Φ ≈ 5eV this yields a decay constant κ ≈
10 nm−1 [20]. Hence, it becomes clear that the tunneling current is reduced by one
order of magnitude if the vacuum gap is increased by 1 Å. If one considers that
monoatomic step edges at metallic surfaces have a height on the order of 2 Å, this
underlines the large sensitivity of STM to atomic-scale distance variations.
A more realistic treatment of the tunneling between two electrodes in three dimensions was developed by Bardeen [21] and applied to STM by Tersoff and Hamann
for the case of an s-wave tip [22, 23]. They found that for small bias voltages, the
tunneling current is proportional to the local density of states (LDOS) of the probed
surface. Hence, images measured at constant current resemble a topographic map of
constant LDOS at the surface [22, 23].
For a spherically symmetric tip, in the limit of small temperatures, and under the
assumption that the tip density of states is constant within the range (EF − eV ), it
can be shown that the tunneling current at a finite bias voltage may be expressed
as [20]
Z
I∝

eV

ρs (EF + , ~r0 ) d ,

(2.5)

0

where ρs denotes the local density of states of the sample and ~r0 is the position of
the tip. Hence, the measured tunneling current is proportional to the surface LDOS
integrated over the range of the applied bias voltage.

2.1.1 Scanning Tunneling Spectroscopy
Apart from the capability to image conductive surfaces with atomic resolution, STM
can be used to probe the local electronic structure at a surface, which opened the
door for the investigation of the electronic structure of single molecules [6, 24].
The derivative of the expression for the tunneling current from eq. 2.5 with respect
to the voltage, reads [20]
dI
(V ) ∝ ρs (EF + eV, ~r0 ) .
(2.6)
dV
From this, it becomes clear that the differential conductance is proportional to the
LDOS of the sample. Hence, the energy-dependent density of states of single molecules can be probed by recoding the current vs. voltage characteristics and then
taking the numerical derivative of the measured signal. Alternatively, as was done
for all dI/dV measurements throughout this thesis, the dI/dV signal can be directly
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measured by lock-in detection. To this end, a small sinusoidal modulation voltage
Vmod is added to the applied bias voltage, while the latter is swept within the range
of interest.

2.1.2 Double barrier tunneling junction
As mentioned above, STS opens up the possibility to characterize the electronic
structure of individual molecules and to resolve their frontier orbitals. However,
molecules that are adsorbed on a metallic surface exhibit a large level broadening
due to hybridization with the metal surface [6]. In 2005 Repp and coworkers showed
that this electronic coupling to the supporting substrate can be avoided by using a few
monolayers (ML) thin insulating NaCl separation layer [6]. Due to the large band
gap of NaCl a strong hybridization of a molecule’s frontier orbitals is prevented,
whereas tunneling through such thin NaCl films occurs at rates that enable STM
operation [6].
STM on such ultra-thin films can be described in the picture of a double barrier
tunneling junction, as shown in Fig. 2.2. Here, tip and sample correspond to the
two metal electrodes, and the vacuum gap and the NaCl layer correspond to the
two tunneling barriers, separating the molecular levels from the two electrodes. EF,T
and EF,S refer to the Fermi level of tip and sample, respectively. For simplicity, it
is assumed that the work functions of the tip and the sample are identical. The
molecular states are indicated as discrete levels, however, in practice these levels
generally experience a broadening of ≈ 300 meV due to coupling of molecular states
to phonon modes of the NaCl film [25].

EF,T

e-

EF,S

EF,T

e-

e

-

tip

NaCl

sample

vacuum

NaCl

tip

vacuum

EF,S

bias volatge

c

b

0

a

sample
dI/dV

Figure 2.2: Tunneling through a double barrier tunneling junction. a Direct tunneling at small voltages (in gap). b Sequential tunneling through an
unoccupied molecular state in resonance with the Fermi level of the tip.
Electrons can tunnel from the tip into a molecular state, which is rapidly
emptied via tunneling of the electron to the sample. c Idealized differential conductance curve.
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By applying a positive bias voltage to the sample with respect to the tip, the Fermi
levels are shifted relative to each other such that electrons from occupied states in the
tip can tunnel into empty states at the surface. At a small bias voltage (Fig. 2.2a),
no unoccupied states are available in the molecule, and electrons can only tunnel
directly from the tip to the sample. If the bias voltage is large large enough that
the Fermi level of the tip aligns with an unoccupied molecular state, electrons can
resonantly tunnel from the tip to a molecular level to the sample (Fig. 2.2b). The
additional possibility of resonant tunneling through a molecular level, gives rise to a
peak in the conductance dI/dV at the corresponding voltage (Fig. 2.2c).
Similarly, at a sufficiently large negative sample voltage, tunneling from the sample
via occupied molecular levels into free states in the tip can occur, also giving rise to
a peak in differential conductance at negative bias voltage.

2.2 Atomic Force Microscopy
In 1986 Binnig, Quate, and Gerber introduced the atomic force microscope (AFM) [2].
Analogous to STM, an atomic-scale sharp tip is used to scan a surface. Instead of
measuring tunneling currents, the working principle of AFM is based on the detection
of the tiny forces that act between a tip, which is mounted to a flexible cantilever, and
the sample surface. A force, acting between tip and sample, will cause a deflection of
the cantilever. This force can be determined by measuring the cantilever deflection.
Since AFM is based on measuring forces, it is not limited to conductive materials,
thereby enabling the atomic-scale surface investigation of insulating materials.
An AFM can be operated in several different modes. The simplest one is the static
mode, where the tip-sample force is directly determined from the static deflection of
the cantilever. However, in static AFM the interacting forces between tip and sample
can lead to a jump-to-contact, which occurs because of the requirement to use very
soft cantilevers in order to measure tiny forces [26, 27].
For non-destructive measurements with ultimate resolution, it is required to operate in a dynamic mode, where the cantilever is externally driven to oscillate at or
close to its resonance frequency. In general, there are two methods for dynamic
operation, namely, amplitude-modulation (AM) and frequency-modulation (FM)
mode [26]. Throughout this thesis, we exclusively used FM-AFM. Hence, only this
operational mode will be discussed in the following. FM-AFM was first proposed by
Albrecht et al. [29] and its operating principle is shown Figure 2.3a.
In this mode, the cantilever is driven to oscillate at its resonance frequency f0 , and
when being brought close to a surface, the interaction with the surface causes a measurable frequency shift ∆f . For this operational mode, several external circuits are
necessary which will be described in the following. The deflection of the cantilever is
recorded and amplified. A phase-locked loop detects the frequency shift with respect
to the resonance frequency f0 of the unperturbed cantilever. Additionally, an automatic gain control is used to keep the cantilever oscillating at a constant oscillation
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amplitude

dissipation

Δf

a

b
automatic gain control

phase locked loop

k

f+Δf

z

multiplier

xyz-control

preampliﬁer
oscillating
cantilever

excitation
tip height

tip-sample
force

sample

tip

m

kTS
sample

x,y

Figure 2.3: a Schematic picture of the operation principle of an AFM in frequency
modulation mode. b Mass and spring model of cantilever and tip-sample
forces. After [28].

amplitude. To this end, the output signal of the automatic gain control and the
resonance frequency f + ∆f are multiplied, and applied as an excitation signal to the
cantilever [28, 29]. Analogous to STM, there are two common operational modes. In
constant-height mode the tip is scanned in a plane parallel to the sample surface, to
map the local frequency shift variations.
Alternatively, the AFM can be operated in constant-∆f mode, where the tip-sample
distance is adjusted by an additional feedback loop to maintain a cantilever oscillation
at constant amplitude at a predefined ∆f set point.
In the following, it will be derived how the frequency shift relates to the forces that
act between tip and sample according to reference [28]. As illustrated in Fig 2.3b, the
oscillating cantilever can be considered as a mass m∗ attached to a spring with an
effective stiffness k and hence its unperturbed resonance frequency f0 is given by
r
k
1
.
(2.7)
f0 =
2π m∗
The force Fts arising from the tip-sample interaction potential Uts can be considered
as an additional spring of stiffness kts attached to the tip,
Fts = −kts z

,

(2.8)

ts
where kts = − ∂F
is the effective spring constant, and z the tip-sample distance. This
∂z
approximation is only valid in the limit of small cantilever oscillation amplitudes, for
which kts can be assumed as constant within the range of the cantilever oscillation

8

2.2 Atomic Force Microscopy
(for the experiments, shown in this thesis, the oscillation amplitude was ≤ 2 Å).
Under this assumption, the resonance frequency of the perturbed cantilever may be
expressed as
r
1 k + kts
.
(2.9)
f=
2π
m
If it is further assumed that k >> kts , f can be written as


kts
.
(2.10)
f = f0 1 +
2k
This is justified since our AFM cantilevers have stiffnesses of k = 1800 N/m[28], while
tip-sample stiffnesses are typically below 10 N/m . Hence, the frequency shift ∆f can
be given as
kts
f0 ∂Fts
f0 ∂Uts2
∆f = f − f0 ≈ f0
=−
=
.
(2.11)
2k0
2k0 ∂z
2k0 ∂z 2
Equation 2.11 shows that the measured frequency shift is proportional to the gradient
of the force that acts between tip and sample and hence proportional to the second
derivative of the tip-sample interaction potential Uts .
In general, there are several types of forces, with different decay lengths that can act
between the tip and a surface [28]. For resolving the structure of individual molecules,
the relevant forces are the rather long-range attractive van der Waals forces and
short range Pauli repulsion [9]. The interaction potential corresponding to these force
contributions is often empirically modeled with a Lennard-Jones potential [28, 30].
Further, electrostatic forces play a crucial role for detecting charge states of atoms
or molecules and charging events by means of AFM [11, 31]. Thus, their role will be
discussed in more detail in the next section.

2.2.1 Kelvin probe force spectroscopy
Kelvin probe force spectroscopy (KPFS) is a method by which local variations of the
sample work function can be detected. It is related to the Kelvin Probe method,
which was first reported by Lord Kelvin in 1898 [32]. In this technique, two metals
plates of different materials, which are in electrical contact, are being brought close.
If the distance between these plates is modulated at a frequency ω the capacitance
periodically changes, causing an alternating current between the two plates. The
resulting current is minimized if an additional bias voltage is applied between the two
plates that equals the contact potential difference of the two metal plates [33]. This
can be rationalized in the following picture, where the tip and sample are considered
as the two metal electrodes with distinct work functions ΦT , ΦS , as shown in Fig. 2.4.
For the electrodes being not in electric contact, the difference between their Fermi
levels is given by their difference in work functions ∆Φ = ΦT − ΦS (Fig. 2.4a).
Upon electric contact formation, charge carriers will flow from the electrode with the
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Figure 2.4: Principle of KPFS. a Tip and sample before electric contact formation.
b Tip and sample in electric contact. Surface charges accumulate upon
alignment of the Fermi levels, which gives rise to an electrostatic force.
c A voltage VCP D is applied to compensate for this electrostatic force.
d Schematic ∆f (V ) curve. The electrostatic force contribution becomes
minimal at V = VCP D . Figure after [34].
lower work function to the one with the larger work function until their Fermi levels
align (Fig. 2.4b). This gives rise to an electrostatic potential commonly referred to as
contact potential difference VCP D = ∆Φ/e and hence to an electrostatic force between
the electrodes. This contact potential difference and the resulting electrostatic force
can be compensated by applying a bias voltage V = VCP D between the electrodes
(Fig. 2.4c). Hence, for the case of the Kelvin Probe method, the current will go to
zero if the contact potential is compensated.
Instead, KPFS relies on the sensitivity of AFM to electrostatic forces. In the following, it will be briefly explained how the electrostatic force and the resulting frequency shift depend on the applied voltage. If the curvature of the tip is neglected,
tip and sample can be described as a plate capacitor, with tip and sample as the two
plates [33]. If one takes into account the contact potential difference between tip and
sample, the energy Uel stored in the capacitor is given by
1
Uel = C(z) (V − VCP D )2 ,
2

(2.12)

where z denotes the tip-sample distance, C the tip-sample capacitance and V the
applied bias voltage. According to eq. 2.11 the dependence of the frequency shift,
arising from electrostatic forces, on the applied bias voltage reads as
∆fel ∝

∂Fel
∂Uel2
1 ∂C 2
∝
∝
(V − VCP D )2 .
∂z
∂z 2
2 ∂z 2

(2.13)

From this relation, one can see that the frequency shift has a square dependence

10

2.2 Atomic Force Microscopy
of the applied bias voltage. Hence, the electrostatic contribution to the measured
frequency shift becomes minimal, when the applied sample voltage equals the VCP D .
In KPFS, the frequency shift ∆f is recorded as a function of the applied bias voltage,
which is schematically shown Figure 2.4d. The horizontal shift of the minimum of
the parabolic curve gives the contact potential difference between tip and sample.
Nonnenmacher and colleagues first applied the principle of minimizing the electrostatic forces to AFM, when they proposed the method of Kelvin Probe Force Microscopy [35]. This method allowed them to detect local work function differences
while at the same time recording topographic images of a surface by means of AFM
with a spatial resolution below 50 nm.
This opended the door to the distinction of different charge states of atoms and
molecules [11, 12, 14, 15, 36] and even to the detection of subtle work function variations caused by a non-homogeneous distribution of charges within single molecules
by means of KPFS [37–39].
Since AFM measures contact potential differences with high spatial resolution, the
voltage needed to compensate the contact potential difference (VCP D ) is often referred
to as local contact potential difference (LCPD).

2.2.2 Dissipation
Dissipative forces will be important for the interpretation of the results presented in
chapter 6. Therefore, a brief introduction into their role in FM-AFM will be given
and what physical origins can potentially give rise to dissipation in experiments.
A freely oscillating cantilever can be described as a weakly damped harmonic oscillator, and hence its energy loss per oscillation cycle ∆Ecantilever is given by
∆Ecantilever = 2π

E
,
Q

with E = k

A2
,
2

(2.14)

where E is the energy stored in a cantilever oscillating at an amplitude A, k its
stiffness and Q the quality factor [26, 28]. When the AFM tip is brought close to
a surface, tip-sample forces arise. In FM-AFM, conservative forces lead to a change
in the resonance frequency, whereas non-conservative forces cause dissipation [26,
40]. If the tip-sample forces occurring during image acquisition are conservative, the
tip-sample force will result only in a frequency shift of the cantilever. Since this
intrinsic dissipation of the cantilever depends on fixed parameters, it will not lead to
any spatial signatures in AFM measurements, irrespective of local tip-sample force
variations.
However, a non-conservative tip-sample force can lead to an additional energy change
∆Ets per cycle [26].
Such a non-conservative tip-sample interaction is schematically shown in Fig. 2.5.
Variations of the force, for example, arising from charging a single molecule [36],
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can give rise to abrupt shifts in a measured F (z) curve. Under the condition that
charging and discharging occur at different cantilever positions, this will open up a
hysteresis in the probed F (z) signal and hence give rise to an increase or decrease in
dissipation, depending on the direction of the force shifts.
Hence, ∆Ets per cycle is given by the integral of the tip-sample force Fts along the
cantilever pathway within one oscillation cycle [26]
I
∆Ets =

Fts (z + q 0 )dq 0 .

(2.15)

This additional contribution will affect the measured dissipation. In general, such
dissipative forces can be of different origins. For example, Lotze et al. found that
molecular hydrogen trapped between tip and surface can drive an AFM cantilever by
inducing motions of the molecular hydrogen via inelastic electron tunneling [41]. Further, such non-conservative forces can arise from variations of the electrostatic force
during a cantilever oscillation cycle. This was exploited in the group of Grutter, for
example, to map single-electron charging events of quantum dots [42–44]. Ondráček,
Hapala and Jelı́nek, simulated how such perodic charge modulations affect the cantilever dynamics [45]. Further, Steurer and colleagues examined the relation between
tunneling rate and dissipation for the sequential tunneling through vacancy states in

2 A0
oscillating
cantilever

Force

0

ΔE

Tip-sample distance, z

Figure 2.5: Cantilever dissipation due to non-conservative forces. The vertical range
of cantilever motion is defined by the cantilever oscillation amplitude
(width of grey shaded area). The orange area corresponds to the dissipated energy. Arrows indicate trajectory of the force curve.
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NaCl [46]. Recently, we made use of dissipative forces to image molecular orbitals on
insulators [36].
In our experimental setup, the dissipated energy is not directly measured, instead
the excitation signal A is recorded that is needed to keep the cantilever oscillate at a
constant amplitude. However, it can be derived that the microscopic dissipation can
be quantified by relating the measured excitation signal A to the excitation of the
unperturbed cantilever A0 , using [26, 28]
E
∆Ets = 2π
Q



A − A0
A0


.

(2.16)

2.3 Charge transfer processes in SPM
Since charge transfer processes play a central role in all the experiments presented
in this thesis, a brief literature overview of charge state manipulation and detection
by means of SPM will be given. Further, the concept of Marcus reorganization
energy [47], which is an important mechanism for charge stabilization, will be briefly
explained.
In 2004 Repp and colleagues investigated individual Au atoms adsorbed on an ultrathin decoupling NaCl layer, grown on a Cu(111) substrate, by means of STM [7].
They found that the charge state of Au atoms can be switched by applying voltage
pulses and, moreover, that the atoms exhibit charge bistability, which means that an
atom can stably exist, either, in its neutral or singly negative charge state within a
certain range of the applied bias voltage [7]. Shortly after, such bistability was also
observed for single molecules by Wu et al. [48, 49], Leoni et al. [50], and Swart et al.[8].
Further, it was found by Olsson and colleagues [51] and Steurer and colleagues [31]
that atoms can be stable in three different charges states on thin NaCl films.
Since the early 1990s several pioneering studies have appeared that demonstrated the
capability of AFM to measure charge state transitions with single electron sensitivity [52–56]. In 2009 Gross et al. demonstrated that AFM can even resolve different
charge states of individual Au atoms, adsorbed on ultrathin insulating films by means
of KPFS [11].
As discussed in section 2.2.1, the measured ∆f signal has a square dependence of
the applied bias voltage. Upon charging, the electrostatic contribution to the force
will change. Furthermore, the additional charge will affect the local work function
and hence distinct charge states are assigned to distinct parabolic ∆f (V ) curves [11].
Such parabolic curves are schematically shown in Fig. 2.6a for two distinct charge
states as dashed red and blue curves. The horizontal shift of the parabolas is related
to the change of the LCPD due to the additional charge. However, the vertical shift
is in many cases difficult to interpret and can not straightforwardly be assigned to a
difference in electrostatic forces [31]. For example, vertical relaxations of the probed
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atom or molecule upon charging can also account for a vertical shift of a ∆f (V )
curve. In AFM measurements, such charge state transitions appear as distinct steps
in ∆f (V ) due to the fact that each charge state is assigned to a distinct parabolic
curve [11, 31]. Such a charging spectra is schematically depicted as a solid black curve
in Fig. 2.6a, with a hysteresis due to charge bistability.
The aforementioned studies on charging single adsorbates were predominantly carried out for adsorbates on thin insulating films [7, 8, 31, 48–51], where the tunnel
coupling to the conductive substrate is very large and hence a transiently occupied
state would in most cases be immediately emptied. However, if the electron affinity
of an adsorbate is close to the Fermi level of the substrate, a transiently occupied
state can shift across the Fermi level of the substrate, and hence be stabilized, due
geometrical relaxations of the adsorbate and the NaCl film as a response to the additional charge in the adsorbate [7, 8, 51]. This energy gain upon relaxations of the
molecular geometry and its environment is commonly known as Marcus reorganization energy [47, 57–60].
Beyond experiments on ultrathin films, where charge bistability is only possible with
certain restrictions, AFM enabled to investigate charge state transitions for molecules adsorbed on insulating substrates, where tunneling is only possible between tip
and molecule [14, 15, 60].
Following reference [60], the concept of reorganization energy for a single molecule
can be explained in a Franck-Condon picture. As shown in Fig. 2.6b, each charge
state is attributed to a distinct potential energy curve with corresponding vibrational states. The horizontal axis refers to the generalized coordinate, which takes
into account the geometric structure of the molecule and its environment. The underlying idea of the Franck-Condon principle is that electronic transitions occur fast
compared to the timescales of nuclear motions, for which reason only vertical transitions are allowed [61]. This picture is often used in the context of optical spectroscopy,
where these vertical transitions correspond to the absorption and emission of photons.
There, both curves represent electronic states with the same number of electrons.
In contrast, here, transitions require an electron exchange with the tip. Therefore,
the free energies of the two charge states have to be considered with respect to electron exchange with the tip and thereby the free energy curves are shifted vertically
with respect to each other by the applied bias voltage.
At the voltage Vdeg that corresponds to the degeneracy of the neutral and anionic
vibrational ground states, a charge transfer is very unlikely due to the weak spatial
overlap of the vibrational wave functions (wave functions of the nuclear coordinates see Fig. 2.6c). If the bias voltage is increased further (V = Vred , Fig. 2.6d), the vibrational ground state of the neutral molecule energetically aligns with an vibrationally
excited anionic state, whose vibrational wave function has a significant spatial overlap
with the vibrational wave function of the neutral molecule, and hence a charge state
transition can occur with significant probability. Once being charged, the moleculesubstrate system relaxes into the anionic vibrational ground state. The resulting
energy gain is called relaxation energy λred [60].
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Figure 2.6: a Schematic picture of an electron transfer processes as observed in AFM
∆f (V ) spectroscopy experiments. The solid curve indicates a ∆f spectrum and dashed curves correspond to the parabolic ∆f curves of two
distinct charge states. b-e Electron transfer in a Franck-Condon Picture.
b Free energy curves of a molecule in the neutral an anionic state and the
corresponding vibrational modes, without applied bias voltage. c Both
charge states are brought to degeneracy by an applied bias voltage Vdeg . d
Reduction occurs if a transition between the neutral vibrational ground
state and an vibrational state of the anionic molecule, with significant
spatial overlap, becomes energetically allowed (V = Vred ). e Similarly, at
V = Vox oxidation takes places if the anionic vibrational ground state energetically aligns with an excited neutral state with significant vibrational
wave function overlap. The figure was adapted from [60].

Fully analogous, the discharging can only occur with significant probability if the
anionic vibrational ground state energy intersects with a neutral state with a large
overlap of the respective vibrational wave functions, being accompanied by a relaxation energy λox (V = Vox , Fig. 2.6e). The reorganization energy is defined as
Ereorg = λox + λred and is responsible for the hysteretic nature of the charge transfer
in single molecules [60]. For adsorbates on NaCl, this reorganization energy was reported to be in the order of 1 eV [7, 60].

15

2 Theoretical background
In experiments, however, we observe that the hysteresis can be much narrower than
one would expect from those values. Furthermore, the width of the observed hysteresis reduces with reduced tip-sample distance and ultimately collapses. The reason
behind this is that the strength of the tunnel coupling to the conductive electrodes
is not taken into account in the above model. If this tunnel coupling becomes large,
charge transitions can even occur at V = Vdeg . Further taking into account that all
the levels exhibit a broadening of ≈ 300 meV [25], it becomes clear that the transitions voltages Vox and Vred are not discrete values but underlie a certain stochasticity,
for which reason the transitions of the bistable window are indicated as blurred in
Fig. 2.6a. Hence, the observed hysteresis width must not be directly interpreted as
a measure for the reorganization energy, but rather reflects the product of tunnel
coupling and reorganization energy.

2.4 Alternate-charging scanning tunneling microscopy
The use of insulating films as a decoupling layer [6] has become indispensable for the
investigation of the electronic structure of individual molecules in scanning probe microscopy. Especially AFM allowed to gain fascinating insights into electron transfer
processes at the single-molecule scale [12, 14, 31, 60]. To access such out of equilibrium charge states, in most cases, a thick insulating NaCl film is required to suppress
charge transfer to the conductive substrate. Thereby, the characterization of the
electronic structure by means of STM is inhibited.
Recently, we developed a novel imaging technique that enables the mapping of molecular orbitals on insulators with atomic-scale resolution, which is called alternatecharging scanning tunneling microscopy (AC-STM) [36, 62–64].
Figure 2.7 shows the working principle of this technique. The d.c. bias voltage Vd.c. is
chosen to lie within the bistable window of a certain charge state transition of a molecule to be investigated (compare Fig. 2.6a). By applying suitable voltage pulses of
opposite polarity (Set and Reset, t ≈100 ns), synchronized with the AFM cantilever
oscillation, the charge state is periodically switched. Importantly, the phase of the
pulses with respect to the cantilever motion is chosen such that the Set pulse occurs
at the upper and the Reset pulse at the lower turnaround point of the cantilever.
This results in different electrostatic forces acting on the cantilever during up- and
downward movement and, hence, causes a measurable dissipation of the cantilever
motion [36].
The key to spatial resolution is the exponential nature of tunneling. Given an amplitude of A = 1 Å the tunneling probability at the upper turnaround point is reduced
by a factor of ≈ 100. In experiments, the tip height is chosen such that the efficiency
of switching the charge state of the molecule with the Reset pulse is one irrespective
of the spatial tip position above the molecule. In contrast, the efficiency of switching
the charge state with the Set pulse is strongly reduced since it occurs at significantly
larger tip height. Hence, the Set pulse becomes sensitive to the spatial orbital density,
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and thereby enables to obtain images of the latter based on the spatial modulation
of tunneling probability.
For a detailed description of the experimental technique and its applications, it is
referred to [36, 62, 64].
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Figure 2.7: Working principle of AC-STM. Pulses of opposite polarity (Set, Reset) are
used to charge and discharge a molecule, synchronized with the oscillatory
motion of the cantilever. This causes periodic changes of the measured
force thereby leading to an increase in dissipation. The schematic pictures
indicate the direction of electron transfer corresponding to the Set and
Reset pulses. The figure was adapted from [36].

2.5 AFM with functionalized tips
In 2009 Gross et al. demonstrated that AFM can be used to resolve the chemical
structures of single molecules [9]. To this end, a single carbon monoxide (CO) molecule was transferred to apex of the tip. When imaging individual molecules with such
a CO-functionalized tip, sharp lines appear in the AFM image contrast that resemble
the chemical structure of the probed molecule. This technique has become a powerful tool for resolving the chemical structure of individual molecules at the atomic
scale and enabled characterizing of on-surface reactions [65–71] adsorption geometries [72, 73], and even distinguishing bond orders within a single molecule [10, 12].
It was found that the observed intramolecular contrast in such images originates
from Pauli repulsion, arising from the overlap of electron densities of the CO molecule at the tip and the probed molecule at the surface at very small tip-sample
distances [9, 30]. Van-der-Waals (vdW) forces, instead, only lead to a featureless
attractive background signal, due to their long-range nature [9, 30]. Further, Hapala
et al. found that the low lateral stiffness of the CO molecule at the tip leads to
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an additional contrast sharpening and the observation of sharp ridges in the image
contrast that have a close resemblance to chemical structure drawings [74]. However,
those sharp ridges can not always be simply interpreted as actual bonds. Instead,
they could also result from the specific interaction potential landscape, as shown in
studies by Pavliček et al. and Hämäläinen et al. [75, 76]. The fact that the CO
molecule easily bends at the tip due to the tip-sample interactions can give rise to
strong distortions of the apparent molecular structure in AFM images [74, 76, 77].
Apart from CO, several other tip functionalizations have been reported to be useful
for specific aspects of AFM. For example, Mönig et al. found that an oxygenated
copper tip enables much less distorted imaging of individual molecules [78]. Further,
Br-terminated tips were reported to be useful for lateral manipulation of molecules
on an insulating surface, and Xenon tips were recommended for KPFS measurements
by Mohn and colleagues [79].
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In this chapter the experimental setup will be introduced. Further, a general description of the sample preparation will be given.

3.1 Experimental setup
All the experiments were conducted in a home-built low-temperature combined STM
and AFM based on the design of Meyer [80], which is shown in Figure 3.1.1 The
chamber consists of three separable units: sample holder and molecule evaporators
are introduced into the UHV chamber via the load-lock. This chamber is pumped
with a diaphragm pump and a turbomolecular pump, which enables pressures down
to ≈ 1 × 10−9 mbar. The preparation chamber contains the instruments for sample
preparation, which are sputter gun, leak-valve for sputtering gas, salt evaporators,
and a quartz crystal microbalance for deposition rate detection. Also, a Ti sublimation pump and an ion pump are installed at the preparation chamber, which enable
a base pressure of < 10−10 mbar. Further, the chamber is equipped with a manipulator to move samples and evaporators, and to transfer samples into the STM. The
STM scan head is mounted at the bottom of a liquid-He bath cryostat, which allows
operational temperatures of T < 10 K.

3.1.1 The scan unit
Figure 3.2 shows the scanner, which is suspended from the bottom of the bath cryostat by three springs to provide mechanical decoupling. In combination with three
magnets at the bottom of the STM head, those springs serve as an eddy current
damping in order to reduce mechanical noise. For further noise reduction, the ground
below the entire chamber is decoupled from the foundation of the building.
The STM/AFM preamplifiers are directly mounted to the scan unit. In our setup
the bias is applied to the sample with respect to the tip, which is on virtual ground.
The STM/AFM sensor is mounted at the bottom of the ramp ring in a Besocke design [81]. In this design, the STM/AFM sensor is mounted in the center of a ring-like
1

The are two equivalent home-built microscopes in our labs. A part of the measurements was done
with the setup shown here, and the rest was carried out with the other one.
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Figure 3.1: Image of a combined, low-temperature, ultra-high-vacuum STM and
AFM, with bath cryostat. The image was kindly provided by N.
Pavliček [82].
copper device (ramp ring), which consists of three separate inclined segments. This
device lies atop of three piezo tubes. For vertical coarse approach, specific voltage
pulses are applied to the piezo tubes, resulting in a slip-stick rotation of the ring.
Due to the inclination of the ring segments, this rotational motion results in a vertical motion of the tip. These piezo tubes also serve as x-, y-, and z-position control.
The AFM cantilever is excited to oscillate with a piezo plate on which the sensor is
mounted to the center of the ramp ring (not visible here).

3.1.2 qPlus sensor
Our microscopes are operated with a qPlus sensor, which was introduced by Giessibl
in 1998 and has become one of the most commonly used types of force sensors in
high-resolution AFM [83, 84]. This type of sensor has several advantages. It has a
much higher stiffness on the order of 103 N/m compared to other commonly used
cantilever materials like silicon (101 − 102 N/m [29, 85]). The high stiffness allows
stable operation at very low amplitudes (A < 1 Å) with an appreciable signal-tonoise ratio and without the risk of a jump-to contact [28, 84]. Furthermore, AFM
operation at low cantilever amplitudes increases the sensitivity to short-range forces
compared to long-range forces and hence can increase the spatial resolution [84].
Since quartz is a piezoelectric material the motion of the oscillating tuning fork can
be directly detected [84]. Figure 3.3 shows a qPlus sensor with the electrodes for
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Figure 3.2: Drawing and photograph of the combined STM/AFM scan unit, being
mounted to the bottom of the bath cryostat. The image was kindly
provided by G. Münnich [19].
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tunneling current and deflection detection and a cut PtIr tip glued to the end of the
prong. This sensor has an asymmetric design (type S1.0 in ref. [26]), with the same
dimension of the free prong as a conventional qPlus sensor. This sensor type was
used for most of the measurements. Some measurements in chapters 6 and 7 were
carried out with a standard qPlus sensor similar to ref. [84].

Figure 3.3: Images of a qPlus-based STM/AFM sensor in different build-up stages.
Left: qPlus sensor with a tip (cut PtIr wire, diameter 25 µm) glued to the
prong and electrical connections for deflection detection and tunneling
current. Right: Image of the qPlus sensor mounted to the ramp ring
giving view to one of the inclined ramp planes.

3.2 Sample preparation
For the projects throughout this thesis, either Cu(100) or Au(110) surfaces were
used as substrates. In order to obtain clean, flat surfaces for the measurements, a
series of sputtering and annealing cycles was performed. We used neon as a sputtering gas, which was dosed into the preparation chamber up to a partial pressure
p ≈ 5 × 10−5 mbar. The sputter gun is operated at an emission current of 20 mA
and a beam energy of 1 keV. After each sputter cycle (≈ 30 minutes), the sample is
annealed at T = 550 °C using a button heater, on which the sample is mounted to the
sample holder. During the last annealing cycle the sample is heated to T = 500 °C.
This is followed by the deposition of NaCl, which is thermally evaporated from a
tantalum crucible. The NaCl deposition rate is measured with a calibrated quartz
crystal microbalance. This is oscillated at its resonance frequency, which is lowered
due to the amount of deposited NaCl. The sample temperature was held at 5 °C
during NaCl deposition in the experiments with the Cu(100) samples, whereas for
Au(110), the temperature was held at 160 °C.
Finally, the sample is cooled down ≈ 80 K with the liquid-nitrogen cooled manipulator and inserted into the < 10 K cold STM. All molecules were sublimed in-situ onto
the cold sample being inside the STM chamber. To this end, we used a molecule
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Figure 3.4: Left: image of the mask and a sample holder. Middle: side view on a
sample holder with the mask, Right: top view onto the screened sample
holder.
evaporator that is loaded with molecules under ambient conditions and then introduced into the UHV chamber.
CO molecules for tip functionalization [9] were dosed onto the cold sample by exposing the chamber to CO gas at a partial pressure of 2 × 10−7 mbar while opening the
shutter to the STM for ≈ 5 s.
The experiments shown in chapters 5-7 require NaCl coverages of > 2 monolayers.
For such a sample preparation, the whole surface is completely covered with NaCl.
Crashing the tip on NaCl can lead to severe contamination of the tip and thereby
impedes the preparation of a sharp and clean tip. For this reason we designed a
mask, which is shown in Fig. 3.4. This mask is slipped onto the sample holder after
preparing a clean metal surface to screen half of the surface during NaCl evaporation. In this way, one part of the surface remains clean metal. Before starting an
experiment, the tip can be prepared on the clean metal side and then moved to the
NaCl covered side for experiments.
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relaxations in a single molecule
upon charging
The experiments presented in this chapter were carried out and interpreted in collaboration with Laerte Patera, Felix Simbürger, Fabian Queck, Ingmar Swart, Bruno
Schuler, Leo Gross, Nikolaj Moll, and Jascha Repp and were published in the journal
Physical Review Letters [71]1 . Parts of the text and figures are identical to the publication. Most of the experimental data shown here have been acquired in collaboration
with Felix Simbürger and Laerte Patera. The data is also presented in great detail
in Felix Simbürger’s Master Thesis [86]. In order to be able to interpret the experimental data, supporting DFT calculations had to be done. These calculations were
preformed by Nikolaj Moll and allowed a detailed understanding of the experimentally
observed relaxations. The interpretation and analysis of experimental data based on
the supporting simulations will be presented in this chapter.
The structural changes within copper(II)phthalocyanine deposited on an ultrathin
NaCl film grown on Cu(100) upon single-electron charging are quantified by means
of AFM.
Making use of the charge bistability on this specific substrate system, we imaged
the same molecules in different charge states. Those images reveal distinct contrast
changes upon charging.
A comparison to density functional theory (DFT) simulations allowed us to relate
these contrast changes to relaxations of the molecule’s geometric structure upon
charging. The DFT calculations further indicate that the primary origin of the
contrast differences can be related to structural changes within the molecule, whereas
local variations of the electrostatic interaction due to the excess charge seem to be
negligible.

1

P. Scheuerer, L. L. Patera, F. Simbürger, F. Queck, I. Swart, B. Schuler, L. Gross, N. Moll, and
J. Repp. Charge-Induced Structural Changes in a single Molecule Investigated by Atomic Force
Microscopy. Physical Review Letters 123, 066001 (2019)
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4.1 Introduction
Many chemical reactions rely on electron transfer [47, 87–90]. Such electron-transfer
reactions are accompanied by structural relaxations of a molecule and its environment, which in turn act back on the electronic states. These relaxations upon charge
transfer cause an energy gain, which is known as Marcus reorganization energy [47].
The magnitude of the reorganization energy is decisive for the rate of redox reactions
and hopping conduction in organic materials, for example [91–93].
In the last years several STM studies have provided insights into impacts of electron
transfer on the electronic properties of single atoms and molecules [7, 8, 11, 14, 31,
36, 48–51, 60, 94–102]. Furthermore, recent AFM experiments based on detecting
single-electron tunneling events in individual molecules, adsorbed on insulating materials, enabled to quantify the hole reorganization energy [60], and to resolve orbital
changes upon electron transfer with ångström resolution [36].
Whereas those studies allowed to gain valuable insights into the effect of electron
transfer on the electronic structure, so far, the geometric changes within a singlemolecule upon charge transfer have not been investigated in detail. However, to gain
a fundamental understanding of the interplay of charge and structure, both the geometric and electronic effects need to be considered. For example, a deeper insight
into such charge-induced relaxations could open the possibility to engineer hopping
conduction.
The results, presented in this chapter, were motivated by previous experiments in our
research group by Swart and coworkers, who measured the influence of an additional
electron on the tunneling barrier by means of STM [8]. Therefore, they exploited the
fact that copper(II)phthalocyanine (CuPc) molecules adsorbed on a bilayer of NaCl
on Cu(100) can stably exist in two different charge states, which is commonly referred
to as charge bistability. This coexistence of two stable charge states is limited only
to a small range of bias voltages - typically in the order of tens of mV up to several
hundreds of mV - and depends mainly on the reorganization energy but also the
tunnel coupling to the tip and the underlying conductive substrate [8].
Making use of this bistability, they subsequently recorded STM images of CuPc in
distinct charge states at the same bias voltage. The corresponding difference image
indicated a two-fold symmetric electron distribution despite the molecule’s four-fold
rotational symmetry [8]. This symmetry breaking was found to originate from a
lifted degeneracy of the formerly two-fold degenerate LUMO upon charging, caused
by a geometrical distortion due to the Jahn-Teller effect [99]. The Jahn-Teller effect
is a structural distortion that causes an energetic lowering of one of the formerly
degenerate LUMO levels at the cost of increasing the energy of the other upon adding
a single electron [99, 103].
This raised the question, how the structure of CuPc changes upon charging. In order
to gain insight into these relaxations, we used AFM with CO-functionalized tips [9]
to image CuPc subsequently in both charge states with sub-angstrom resolution. To
visualize the subtle local contrast changes in the AFM images, we created difference
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images. In combination with simulated AFM images, based on relaxed geometries
as obtained from DFT, we could interpret and quantify the minute relaxations that
occur within single CuPc molecules upon charging.

4.2 Methods
For the experiments shown in this chapter, we used a Cu(100) surface, which was
prepared as described in the previous chapter. NaCl of ≈ 0.3 monolayer coverage was
deposited onto the sample at a temperature T ≈ 5 °C. Both, CO molecules for tip
functionalization [9] and Copper(II)phthalocyanine were deposited onto the 7 K cold
sample.
The given bias voltages refer to the sample with respect to the tip. All AFM images were acquired at constant height (i.e. with disabled feedback-loop) with a COfunctionalized tip at zero bias for molecules adsorbed on a two monolayers (2ML)
NaCl film. The experimental tip heights are provided as z-offsets relative to the
constant-current STM set-point, where a positive value (z-offset > 0) indicates a displacement away from the sample. Whereas CuPc can adsorb both centered at Cl−
and at Na+ , charge bistability only occurs in the latter adsorption site [99], which is
therefore the only one considered here. In this configuration the four isoindole units
are aligned with the non-polar directions of NaCl. Density functional theory (DFT)
calculations were performed using the FHI-aims code with numerical atomic orbitals
as the basis functions [104]. The Heyd-Scuseria-Ernzerhof (HSE) [105] exchangecorrelation functional with an admixture of exact exchange of 0.8 and a van der
Waals (vdW) method [106, 107] was applied for all calculations. AFM image simulations are based on a vdW attraction derived from semiempirical potential [108] and
Pauli repulsion calculated from the electron densities from DFT [109]. The latter are
converted to a frequency shift using the experimental kqPlus . Lateral distortions due
to the CO-functionalized tip [110] are simulated using a lateral spring constant of
kCO = 0.14 N/m [77]. Relative tip height changes in experiments are well-controlled
and were enforced in the simulations, only the global offset to an absolute tip height
was adjusted in the simulations. Tip heights of the latter refer to distances between
the CuPc molecular plane and the center of carbon in the CO-tip. For better comparison, the attractive ∆f background value from the clean surface was subtracted
from the AFM images shown in Figs. 4.3-4.9.

4.3 Charge bistabiltiy of CuPc
As found by Swart et al., CuPc (see Fig. 4.1a for a structure model) exhibits charge
bistability if being adsorbed on bilayer NaCl/Cu(100), which becomes clear from the
hysteresis in I (V )-spectra acquired above the center of a molecule as shown in Fig.
4.1b [8]. In the forward voltage sweep the current drops around 200 mV, indicating
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Figure 4.1: a Structure model of a CuPc molecule. Hydrogens (white), carbons
(grey), nitrogens (blue) and copper (brown). b I (V )-spectrum of a CuPc
molecule on NaCl(2ML)/Cu(100). c LUMO of CuPc.
that the molecule became negatively charged, whereas the discharging event in reverse
sweep direction occurs at a lower bias voltage (≈ −100 mV). Within this voltage
range the molecule is bistable and can be deliberately imaged in both charge states.
The charge bistability originates from the CuPc’s LUMO energy (which is related
to the molecule’s electron affinity) being roughly aligned with the Fermi level of the
supporting conductive substrate [6, 8, 99]. Upon charging, one of the former LUMO
levels shifts across the Fermi level due to the reorganization energy [47], which enables
the stabilization of the molecule in its anionic state in a limited voltage range. Figure
4.1c shows one of the two degenerate lowest unoccupied molecular orbitals (LUMO)
as calculated for the neutral molecule in the gas phase. Due to the Jahn-Teller effect,
the orbital degeneracy is lifted upon electron injection [99]. Hence, the additional
charge is distributed non-homogeneously over the molecule.

4.4 Analysis of the AFM contrast
Figures 4.2a and 4.2b show zero-bias constant-height CO-tip AFM images of two
CuPc molecules, where one molecule was selectively charged between the image acquisitions. To highlight the changes in the AFM contrast upon charging, the second
image was subtracted from the first. The resulting difference image is shown in
Fig. 4.2c, and reveals distinct intra-molecular contrast for the molecule that became
charged. The fact that the contrast difference for the lower molecule is vanishing,
rules out that the two AFM images were acquired at different heights or that a tip
change occurred in between acquisition of the images. Hence, these intra-molecular
contrast changes are attributed to the addition of a single electron.
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Figure 4.2: Constant-height AFM images recorded with a CO-tip of a two neutral
CuPc and b after charging the top-left molecule with a single electron.
c Difference image (b−a). AFM images were recorded with a z-offset of
1.65 Å with respect to the STM set-point (I = 1 pA, V = −0.2 V). The
scale bar corresponds to 10 Å.

To clarify the subtle details of this contrast change upon charging, we took images
of a CuPc molecule subsequently in both charge states at ultimate resolution, which
is shown in Fig. 4.3. Here, red and yellow crosses mark the positions of the bond
ridges corresponding to the peripheral rings, and black and blue crosses mark characteristic positions at the central unit of the molecule. Importantly, all markers are
at identical positions in all three images, such that contrast differences in Fig. 4.3c
can be attributed to different regions in Figs. 4.3a and 4.3b.
From comparison of Figs. 4.3a and 4.3b it becomes clear that the contrast at the central unit varies most in intensity. Notably, the bond ridges at the periphery appear at
identical lateral positions. The fact that there are no apparent lateral shifts of bond
ridges suggests that image distortions due to CO bending at the tip apex [74, 77, 111–
114] are similar in both cases and contrast in the difference image in Fig. 4.3c is not
dominated by CO bending. If the contrast differences were dominated by such image
distortions, they should exhibit features that locally match a lateral derivative of
the original images. The contrast in the difference image in Fig. 4.3 is incompatible
with that, further indicating that CO bending is not dominant here. In contrast
to STM, which essentially measures the LDOS near the Fermi level [9, 30], AFM is
rather sensitive to the total electron density [38]. CuPc0 has a total number of 293
electrons. Considering that the additional charge is rather delocalized over the entire
molecule [8, 99], it is not surprising that the CO bending does not play a crucial role
here.
Beside other possible contributions, the charging will change the electrostatic contributions to the force [15, 43, 52–54, 115, 116] and should affect the local contact
potential difference (LCPD), which can be quantified by Kelvin probe force spectroscopy (KPFS) [11, 14, 31, 38, 39]. Hence, KPFS could be employed to measure
the difference in charge distribution within the molecule. However, due to the nar-
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row voltage window of charge bistability, determination of the LCPD for both charge
states, is prevented.
Irrespective of these considerations, due to the four-fold symmetry of the difference
image, the contrast in the difference image cannot be simply ascribed to the charge
distribution of the additional electron, since the occupied former LUMO of CuPc−
is two-fold symmetric [8, 99] (see Fig. 4.1c). For a further DFT based analysis of
electrostatic contributions to the contrast formation, it is referred to the next section.
Instead, the four-fold symmetric contrast of the difference image shows mainly two
distinct features: except at the center, the contrast difference appears to be similar
to the inverse of the intra-molecular contrast of the original AFM images. This could
indicate that the observed contrast mainly originates from a vertical relaxation of
the molecule: if the charged molecule was adsorbed closer to the surface than the
neutral one, the short-ranged Pauli repulsion between tip and molecule would be
decreased such that the intra-molecular contrast is weakened. Hence, the difference
image should show an inverted intra-molecular contrast. This seems to qualitatively
agree with the observed contrast in the difference image except for the molecule’s
center.
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Figure 4.3: High-resolution AFM images recorded with a CO-tip of a CuPc− and b
CuPc0 . Both images were recorded at the same tip height (z-offset =
1.6 Å with respect to the STM set-point of 1.1 pA at 90 mV). c Difference
image (CuPc− −CuPc0 ). Colored crosses indicate identical positions in all
the AFM images to facilitate the comparison. The scale bar corresponds
to 10 Å.
To shed more light onto the contrast change upon charging, DFT calculations were
performed to determine the geometries of a CuPc molecule adsorbed on NaCl(100)
in both charge states. Based on that DFT-calculated geometries, AFM images were
simulated [109] and difference images were created by subtraction of simulated AFM
images analogous to the experiment. Since the relative strength of short-range repulsive forces and rather long-range electrostatic forces depends on the absolute tip
height, we acquired a set of constant-height AFM images of the molecule from Fig. 4.3
in both charge states at various tip heights and created corresponding simulated images for three distinct contrast regimes.
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Figure 4.4: a-c Constant-height AFM images of CuPc0 at different tip heights. d-f
CuPc− −CuPc0 difference images from experimental AFM data and g-i
from simulated AFM images. Z-offsets are a, d 2.6 Å, b, e 2.1 Å, c, f
1.6 Å with respect to an STM set-point of 1.1 pA and 90 mV. Tip heights
for simulated images are 5.8 Å in g, 5.3 Å in h, 4.8 Å in i. Scale bars
correspond to 10 Å.
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Figure 4.4 shows a comparison of experimental and simulated difference images for
three different height regimes. For each of the distances, the experimental AFM images of CuPc0 (Figs. 4.4a-c), the corresponding experimental (Figs. 4.4d-f) and simulated (Figs. 4.4g-i) difference images are displayed. At close distance (Figs. 4.4c),
the images of CuPc0 show intramolecular contrast originating from Pauli repulsion
superimposed to an attractive smooth background from vdW interactions. Due to
the short-range nature of Pauli repulsion, at comparably large imaging distances
(Fig. 4.4a), the long-range attractive vdW background forces determine the image
contrast.
Remarkably, the key features in experiments and simulations are in good agreement
at all tip heights. In the attractive regime (Figs. 4.4d,g), both experiment and simulation show a bright feature enclosed in the cyan markers. The experimental difference
image displays faint depressions at the periphery, which are barely visible in the simulations. In the intermediate regime (Figs. 4.4e,h), the experimental and simulated
image consistently show a bright feature enclosed in red and yellow markers and a
bright cross in the center (black and blue markers). At close distances, similar observations can be made (Figs. 4.4f,i). Due to the increased intermolecular contrast
in the experimental images the central cross can be clearly distinguished from the
contrast features at the cyan markers, giving and excellent agreement with the simulations. Generally, most features look more blurred in the experimental data. This
reduced sharpness could be caused by non-local force contributions from the metallic
tip, which is not accounted for in the simulations.
Furthermore, electrostatic interactions between tip and molecule are not included in
the simulations. Since the additional electron is expected to be rather delocalized
over the entire molecule and electrostatic forces are comparatively long-range, we
assume that such an electrostatic contribution in the AFM images should only cause
a homogeneous contrast contribution over the molecule. In fact, such a homogeneous
contribution would be in line with the differences between experiment and simulations. The fact that the experiments were conducted with a very small oscillation
amplitude of 0.5 Å, also increases the sensitivity to short-range Pauli repulsion in
comparison to the long-range electrostatic contributions [84]. Moreover, in probeparticle image simulations, CO-functionalized tips were approximated with a zero
monopole charge for best agreement with experiment[113, 117]. For those reasons,
we infer that CO-functionalized tips in our experiments are comparably insensitive
to electrostatics.

4.5 Electrostatic contributions to AFM contrast
The experimental data suggest that the image contrast is not much affected by
electrostatic contributions from the additional electron but is rather attributed to
structural relaxations of the molecule. In the following, we discuss the role of those
contributions based on the results of the DFT calculations and the image simulations.
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4.5.1 Disentanglement of geometrical and charge contributions

As discussed for the experimental data, the contrast change upon charging could in
general have two possible contributions, which are electrostatic contributions arising from the additional charge itself, but also from the geometrical relaxations that
occur upon charging. Regardless of the aforementioned arguments for negligible electrostatic contributions based on plausibility considerations, in general, electrostatic
forces can significantly contribute to the overall contrast change in AFM images upon
charging [113, 114]. Hence, we made an attempt to disentangle the contribution from
geometric relaxations upon charging in simulated images from the electrostatic contributions by performing the following DFT calculations: First, the neutral molecule
is calculated in its fully relaxed geometry. Next, the calculations are performed for
the system with one additional charge, but without relaxing the geometry. Finally,
the latter system is allowed to relax again, resulting in the charged molecule in its
relaxed geometry. In the following considerations, we refer to the relaxed geometry of
the neutral molecule as neutral geometry and to the relaxed geometry of the charged
molecule as charged geometry. Based on these three different geometries, namely,
neutral in the neutral geometry, charged in the neutral geometry, and charged in the
charged geometry, AFM images were simulated. We then created difference images
according to the scheme in Fig. 4.5 which are compared in Fig. 4.6.
Figure 4.6a-c shows conventional difference images created from simulated
AFM images for the different tip heights.
geometrical +
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Figure 4.6d-f shows corresponding simu- CuPc , charged geom. CuPc , neutral geom.
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Figure 4.6: Difference images of simulated AFM images. a, b, c Conventional difference image of CuPc− in charged geometry minus CuPc0 in neutral geometry. d, e, f Difference images related to geometric changes : CuPc− in
charged geometry minus CuPc− in neutral geometry. g, h, i: Difference
images related to the change in charge CuPc− in neutral geometry minus
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and 5.8 Å c, f, i and refer to the distance between the molecular plane
and the center of the carbon in the CO-tip. Scale bars correspond to
10 Å.
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4.5.2 Role of a possible tip polarization
Even though electrostatic interactions are found to be negligible, the additional
charge injected into the molecule upon charging might polarize the charge in the
CO molecule at the tip, such that its imaging properties change. Such an interaction
was described by Corso et al. [118]. If the CO molecule was affected in this way, it
might simply image the sharp Pauli repulsion differently. To clarify whether such a
polarization effect could contribute to the image contrast, we extracted the vertical
derivative of the Hartree potential from the DFT calculations. Since the Hartree
Potential represents approximately the classical electrostatic potential in DFT, its
derivative should approximate the vertical component of the electric field EZHartree ,
which could potentially lead to a polarization of charge in the CO-tip.
By taking suitable differences from the three calculations in different geometries and
charge states, according to the method described above, we disentangled the changes
in EZHartree due to the geometrical changes ( Fig. 4.7a) and those arising from the additional charge (Fig. 4.7b). The vertical planes in which the ∆EZHartree is visualized
correspond to the tip heights in the simulations. The images are displayed at the
same colorscale, and it becomes immediately apparent that also here, the geometrical
relaxations affect EZ more than the charging itself.

a

b

Figure 4.7: Slice plots of differences of the vertical component of the electric field
∆EZHartree , derived from the vertical derivative of the Hartree potential.
The three slices correspond to the tip heights 4.8 Å, 5.3 Å and 5.8 Å.
a Contribution from geometrical changes in the molecule to ∆EZHartree ,
derived as the difference of CuPc− in charged geometry minus CuPc− in
neutral geometry. b Contribution to ∆EZHartree from charging, derived
as the difference of CuPc− in neutral geometry minus CuPc0 in neutral
geometry.
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These results suggest that different electrostatic interactions occurring upon charging,
either directly in CuPc or indirectly in the CO molecule at the tip, are rather small
and the main cause for the contrast change are the geometric relaxations that occur
upon charging CuPc.

4.6 Structural changes upon charging
The relaxations of CuPc upon charging are analyzed in Fig. 4.8a,b based on the DFT
calculated geometries. Since the relaxations and also the deviations from a planar
geometry are tiny, we magnified them by a factor of 10 with respect to a plane of
average height of atoms in CuPc0 . In the neutral state (Fig. 4.8a, the molecule has
an umbrella-like geometry, being bent towards the NaCl surface at the periphery.
Upon charging (Fig. 4.8b) the molecule relaxes towards the substrate and flattens
out. Only the Cu-atom relaxes by 5 pm away from the surface. The height of the
outmost carbons and hydrogens almost remains unchanged. This relaxation pattern
rationalizes the observed contrast change in the images in Fig. 4.3. Whereas the very
periphery looks almost identical in the AFM images, the contrast inversion at the
central unit of the difference image is in line with the vertical relaxation towards the
surface. The opposite relaxation of the central Cu atom is also in agreement with
the experimental observations of an increased ∆f at the very center of the difference
image. The contrast change in the other distance regimes can be rationalized along
similar lines. We note that the contrast change at the central metal atoms – although
qualitatively reproduced – seems overestimated in the simulations.
Furthermore, the observed relaxation pattern can be related to the difference in
charge densities between CuPc− and CuPc0 , as calculated from DFT, which is shown
in Figs. 4.8(c-d). The charge density is increased in the π-system close to the molecule’s center around the Cu atom. At the Cu atom, in contrast, the charge density
appears to be decreased. Since the Cu is situated above a Na+ ion, the decreased
electron density causes a local repulsive electrostatic contribution that pushes the Cu
atom upwards. The strongest increase in charge density occurs at the central unit
of CuPc, whereas at the periphery, the charge density difference is much smaller. In
general, neutral molecules primarily interact with insulating films via vdW forces,
however, in case of polar functional groups or local charges, electrostatic forces can
also significantly influence the adsorption energy of molecules [119–124]. Further
stabilization can arise from charge screening in the substrate [7]. Here, the additional electron could lead to such an additional electrostatic contribution, and the
non-homogeneous distribution of the additional charge in CuPc− agrees well with the
relaxations described above. In STM experiments, we observe a two-fold symmetric
appearance of the lowest-lying electronic resonance when tunneling into the already
charged CuPc− , in agreement with previous STM experiments, indicating that the
extra electron populates one of the former LUMOs of CuPc. The DFT calculations,
in contrast, claim that the excess charge in CuPc− populates the former singly occu-
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Figure 4.8: 3D models showing the geometry of a CuPc0 and b CuPc− . The differences of the vertical coordinates of both species with respect to a reference
plane (dashed line) are displayed magnified by a factor 10 along the vertical direction. Charge density difference maps of a free CuPc molecule c
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pied b1g orbital, being more strongly localized at the center. This may explain why
the contrast change at the very center is overestimated in the simulations. We note
that the question, which orbital the excess electron occupies is governed by a subtle
energy balance, in which the Coulombic charging energy depends on the degree of
delocalization [125], the surrounding [99] and screening. It is known that different
DFT functionals favor delocalization to a different degree. We note that DFT calculations for the free anion in the gas phase provide a different population of states as
compared to the adsorbed case.
Finally, we estimate this vertical relaxations based on experimental difference images.
Therefore, we subtract AFM images of CuPc0 , which were recorded at different
z-offsets, from an image of CuPc− at a given z-offset. The difference in z-offset
between the subtracted images is defined as ∆z, where ∆z < 0 corresponds to a
smaller tip height for CuPc− . The idea is that the z-offset should cancel out the
vertical relaxations of the molecule. If the z-offset equals the vertical relaxations, the
intramolecular contrast arising from Pauli-repulsion should be similar in the images
and hence the contrast in the difference images should vanish.
Figure 4.9a-c shows such difference images, for three different ∆z values. These images show that the contrast is inverted in between ∆z = −0.05 to −0.15 Å and is
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canceled out best at a height offset ∆z ≈ −0.1 Å, which suggest that the average vertical relaxation upon charging is on the order of −0.1 Å. This value has a good agreement with the vertical relaxations, which were found in the above DFT-calculated
geometries. The remaining contrast in the images is in line with a non-homogeneous
relaxation of the molecule. The fact that the vertical relaxations are stronger at the
center than in the periphery of the molecule can qualitatively already be deduced
from the difference image shown in Fig. 4.3. This analysis shows that vertical relaxations can be extracted from the experimental AFM data with a precision of about
5 pm.
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Figure 4.9: a-c Difference images of CuPc with ∆z = −0.05 Å e, −0.10 Å f, and
−0.15 Å g.

4.7 Conclusion
In this chapter we investigated how the molecular structure of individual CuPc molecules adsorbed on NaCl(2ML)/Cu(100) changes upon charging with a single electron.
A comparison between subsequently recorded AFM images with sub-molecular resolution of the same molecule in the anionic and neutral state indicated a non-uniform
relaxation of the molecule in the singly charged state. Those contrast changes were
highlighted by image subtraction in different contrast regimes and yield good agreement with simulated difference images based on relaxed geometries obtained from
DFT calculations. The calculated geometries of the two neutral and anionic states
reveal non-homogeneous vertical relaxations of below 10 pm within the molecule upon
charging, which is in agreement with the estimations based on experimental data.
Further, the DFT calculations suggest that the observed contrast is dominated by the
geometrical relaxations, whereas the contrast attributed to the electrostatic contributions is negligible. The fact that pm-scale relaxations can lead to distinct contrast
changes in images underlines the large sensitivity of AFM.
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5 Molecular self-assembly on
insulating films
The remaining chapters of this thesis comprise experiments on self-assembled molecular structures on insulating films. This chapter gives a brief introduction and literature overview of molecular self-assembly on insulating surfaces. Further, the specific
substrate system NaCl/Au(110) is introduced, which we used for the self-assembly
experiments. Finally, we discuss the growth mode of self-assembled perylene-3,4,9,10tetracarboxylic dianhydride (PTCDA).

5.1 Introduction
Molecular self-assembly is the process of forming ordered structures consisting of
individual molecules based on non-covalent interactions [13, 126] and has become a
common method to grow molecular structures with atomic-scale order on a supporting substrate [13, 15, 102, 120–124, 127–141]. The basic idea is schematically
depicted in Fig. 5.1. Molecules are deposited on a crystalline sample, where their
diffusive motion at the surface can be controlled by the temperature. Upon interactions of molecules with other diffusing molecules at the surface a nucleation
process starts, where molecules arrange in energetically favorable structures. The
precise structure of such assemblies depends on the specific molecules, especially
the presence of functional groups, which determine the linking possibilities between
molecules, e.g. via hydrogen bonds, and impact the adsorption geometry to some
extent [13, 122, 123, 129]. Countless molecular self-assembly experiments in SPM
have been conducted on metallic surfaces [13, 127–129, 142–145]. To maintain and
study the electronic properties of self-assembled molecular structures, an insulating
substrate is required.
However, insulating materials have the disadvantage that molecule-substrate interaction is typically much weaker than on metal substrates, which makes it more challenging to grow self-assembled molecular structures on insulating substrates [119,
122, 123, 134, 139, 141].
A review article of Rahe and colleagues [123] points out this challenges for selfassembly on insulating materials and shows how molecule-substrate interactions can
be tuned by using molecules with functional groups that interact exceptionally strong
with the substrate [121, 122, 140, 146], matching the geometry of molecules to the sub-
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strate [124, 133, 134] and by increasing the number of functional groups that provide a
strong interaction with the substrate [121, 123, 147]. In general, the relative strength
of intermolecular interactions and molecule-substrate interactions are considered to
be important for the resulting structure of the molecular networks [122, 123, 133].
Based on these strategies for tuning intermolecular and molecule-substrate interactions, a variety of self-assembled molecular structures have been realized on insulator
surfaces in the past years, paving the way to their investigation in an electricallyisolated environment by means of SPM [15, 102, 120–124, 133–141, 148].

Figure 5.1: Schematic picture of molecular self assembly. a Deposition of molecules
onto a cold substrate surface. b Diffusion and formation of ordered molecular structures at elevated temperature.

5.2 Au(110)
For all the self-assembly experiments Au(110) was used as a substrate, on which
NaCl films of layer thicknesses ranging from below one to more than 20 monolayers
(ML) were grown.
Au has a face-centered cubic (fcc) crystal structure with a lattice constant of ≈ 4.1 Å
[149, 150], and its (110) plane has a rectangular unit cell with a size of 2.9 Å-by-4.1Å
(see Fig. 5.2a). The (110) surface undergoes a (2x1)-reconstruction where every
second row is missing, leading to a doubling of the unit cell in the direction of a~1 ,
as shown in Fig. 5.2b [151, 152]. This missing-row reconstruction can be clearly
identified in STM images of a Au(110) surface as characteristic diagonal lines (see
Figure 5.2c).
The molecular self-assembly experiments in this thesis require large terraces without
step edges, in order to obtain isolated self-assembled islands with a homogeneous environment. We chose Au(110) as a supporting substrate because previous experiments
in the group indicated that NaCl growth is commensurate with the substrate [153],
which helps to achieve a homogeneous coverage with NaCl.
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Figure 5.2: a Model of unreconstructed Au(110) surface. b Model of the missing
row Au(110)-(1x2) surface reconstruction, where every second row (rows
marked with dashed lines) is missing. c Constant-current STM image of
a Au(110) surface, with characteristic diagonal lines due to the missing
row reconstruction (setpoint: 4.5 pA, 0.98 V).

5.3 Growth Characterization of NaCl/Au(110)
For the purpose of electronic decoupling [6], NaCl is one of the most commonly used
materials in scanning probe microscopy. Bulk NaCl has a fcc crystal structure with a
lattice constant of 5.64 Å [154] with a two-atomic basis, which gives a next-neighbor
distance of equal ions of ≈ 3.99 Å. Films of NaCl we grown by thermal evaporation
onto a clean Au(110) surface as described in chapter 3.
Figure 5.3a shows a constant-current STM image of a Au(110) surface with an average
coverage of ≈ 0.8 ML NaCl deposited at T ≈ 320 K. The Au(110) surface missing
rows run from top left top bottom right of the STM image. The islands with the
stripe pattern perpendicular to the direction of the missing rows are attributed to
monolayer islands of NaCl (partially highlighted with green frames). Those islands
show a moiré pattern of ≈ 12 Å periodicity probably originating from the difference
in the periodicity of Au(110) (2.9 Å) in direction of the missing rows and the distance
of equal ions in NaCl (3.99 Å).
This growth mode and the resulting moiré pattern of monolayer NaCl on Au(110) is
visualized in Fig. 5.3. Note that this scheme is intended only to highlight the lattice
periodicities in the [100]-direction of the surface, whereas the alignment of the ionic
species with respect to the [11̄0] direction of the surface is chosen arbitrarily.
Along the moiré stripes the NaCl film appears flat, indicating that the Au(110)
surface is unreconstructed underneath the NaCl films. Indeed, this absence of the
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Figure 5.3: Growth mode of NaCl/Au(110). a Constant-current STM image of
Au(110) with an average coverage of ≈ 0.8 ML NaCl grown at T ≈ 320 K
(setpoint: 2.8 pA, 0.5 V). b Scheme of NaCl growth on a unreconstructed
Au(110) surface.
Au(110)-(1x2) reconstruction depends on the sample temperature at which the NaCl
films are grown. If NaCl is deposited at lower sample temperatures of T ≈ 295 K,
the reconstructed surface is maintained underneath the NaCl film [153]. The trenches
within the monolayer NaCl islands are attributed to monolayer-deep pits in the underlying Au(110) substrate, probably resulting from a migration of Au atoms to
eliminate the surface reconstruction and are absent if NaCl is deposited at higher
sample temperatures. The patches (partially highlighted with purple frames) within
the monolayer NaCl island that do not show the moiré pattern, are attributed to
bilayer NaCl.
Figure 5.4 shows a constant-current STM image and the simultaneously recorded
AFM image of an, on average, ≈ 2.5 ML thick NaCl film, which was grown at a
sample temperature of T ≈ 455 K. In the STM images, it is difficult to distinguish
between the monolayer step edges of the underling Au surface and areas of different
NaCl layer thickness, due to the similar apparent height of Au(110) and NaCl steps.
From comparison to the simultaneously recorded ∆f -image, however, the areas of
different NaCl thickness can be identified from a significant change in ∆f . This
reveals that the whole imaged area is covered with at least two layers of NaCl, and
approximately half of the area is covered with a three monolayer thick NaCl film,
whereas only a small fraction of fourth and fifth layer NaCl coverage is observed.
Further, it becomes evident that flat terraces of a size in the range of 100 nm can be
obtained under these growth conditions, which provides an ideal basis for molecular
self-assembly.
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Figure 5.4: Growth mode of NaCl/Au(110). STM image a and simultaneously recorded ∆f image b of Au(110) with an average coverage of ≈ 2.5 ML
NaCl grown at T ≈ 455 K (setpoint: 2.8 pA, 0,5 V).

5.4 Molecular self assembly of PTCDA on
NaCl/Au(110)
For all the self-assembly experiments throughout this thesis, we used PTCDA as
building blocks, whose structure is shown in Fig. 5.5. PTCDA consists of an aromatic
perylene unit and two anhydride groups. Further, it is known from several studies
that PTCDA forms stable self-assembled structures on insulating surfaces [141, 148,
155, 156].
After a NaCl film was grown on a clean Au(110) substrate, PTCDA molecules were
deposited in-situ onto the 7 K cold sample surface by sublimation. Subsequently,
the sample was taken out of the STM and annealed at ≈ 320 K for two minutes to
initiate the self-assembly. Finally, the sample was transferred back to the STM.
a

b

anhydride groups

O

O

O

O

O

O
preylene core

Figure 5.5: a Structure model of PTCDA, with the perylene core (dashed red rectangle) and the two functional anhydride groups (dashed blue rectangles).
b Ball and stick model of PTCDA, with oxygens (red), carbons (grey)
and hydrogens (white).
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Figure 5.6 shows an STM image of a Au(110) surface, covered with an NaCl film of
3.5 monolayers of average thickness, after the self-assembly. Many isolated clusters
of edge lengths < 100 Å can be recognized on large flat NaCl terraces. Further, it is
observed that PTCDA molecules nucleate at step edges of NaCl islands.
All the self-assembled molecular structures show a diagonal stripe pattern from top
left to bottom right of the image, which is parallel to the missing row direction of
the underlying Au(110) substrate (not visible here).
This stripe pattern can be seen more clearly in the STM image of a 4-by-4 PTCDA
molecular island (Fig. 5.7a). It originates from a superposition of dumbbell-shaped
orbitals corresponding to the LUMO of individual molecules, with a nodal plane
along the long molecular axis (see inset image of individual PTCDA for comparison) [148, 157, 158]. For clarity, the molecular structure of PTDCA molecules is
superimposed in the upper half of the island.
The preferential growth orientation of the molecular islands with respect to the missing row direction might be related to a strained NaCl growth due to the slight mismatch of equal-ion, nearest-neighbor distance in the NaCl [100] surface (≈ 4 Å [154])
and the periodicity of Au(110) in [11̄0] direction (≈ 4.1 Å [149]).
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200Å

Figure 5.6: Constant-current STM image of self-assembled PTCDA islands on
NaCl/Au(110). The islands show a stripe pattern, which is oriented in
the same direction as the missing rows of the bare Au surface (compare
Fig. 5.3) (setpoint: 1.4 pA, 1 V).
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Figure 5.7: a STM image of a 4-by-4 PTCDA island (setpoint: 2.6 pA, 2 V). inset: STM image resembling the LUMO of individual PTCDA (setpoint:
1.8 pA, 0.93 V). b constant-height AFM image of a PTCDA island recorded with a CO-functionalized tip (setpoint: 2.8 pA, 50 mV, z-offset:
1.85 Å). c Model of the island structure and adsorption geometry of
PTCDA on NaCl. C (gray), O (red), H (white), Na+ (purple), Cl−
(green).
Figure 5.7b shows an AFM image of another PTCDA island reocrded with a COfunctionalized tip. In such AFM images of PTCDA on NaCl, typically, only the
perylene unit is visible. This was also seen for individual PTCDA on NaCl by Mohn
et al., who attributed this to a non-flat adsorption of PTCDA with the anhydride
groups being bent towards the surface [159]. Further, previous studies reported that
PTCDA is centered above Cl− such that the two outer oxygens of the PTCDA anhydride groups are well aligned with the position of Na+ ions of the topmost NaCl
layer [148, 159, 160].
From this image, it can be concluded that PTCDA molecules assemble in a brick-wall
c(4 × 4) superstructure as visualized in the adsorption geometry model in Fig. 5.7c.
According to first principle calculations by Aldahhak, Schmidt, and Rauls, the observed brick-wall growth mode should be favorable for PTCDA/NaCl [160]. In total,
four preparations under comparable conditions always showed this brick-wall type assembly. In contrast, an experimental AFM study by Burke et al. reports on different
growth modes of PTCDA on bulk NaCl [141].

5.5 NaCl-induced reduction of the sample work
function
In the measurements of self-assembled PTCDA/NaCl/Au(110), which will be presented in the following chapters, we recognized that the voltage necessary to compensate the contact potential difference VCPD indicated a large negative value in the
range of -1 V. A large negative VCPD suggests that the work function of the tip is
significantly larger than the work function of the substrate.

45

5 Molecular self-assembly on insulating films
-10

a Au(110)

b NaCl(2ML)/Au(110)

-0.5

-12

-1

-14

-1.5

-16
LCPD = 0.13V

-2

-1

-0.5

0
Bias [V]

0.5

Δf [Hz]

Δf [Hz]

0

LCPD = -0.88V

1

-1.5

-1

-0.5

0

-18

Bias [V]

Figure 5.8: a ∆f (V ) spectra on a clean Au(110) surface. b ∆f (V ) spectra recorded
in an area with, on average, two monolayer thick NaCl film grown on
Au(110). (amplitude: 0.5 Å, z-offset: 0 Å a, 3 Å b; setpoint: 1.4 pA,
1.5 V)
To clarify whether this effect is attributed to the presence of PTCDA the VCPD
was determined on a clean Au(110) surface and compared to the VCPD measured
for clean NaCl/Au(110), which is shown in Fig. 5.8. From parabolic curve fits, we
Au
NaCl
obtain VCPD
= 0.13 V for the bare Au(110) surface and VCPD
= −0.88 V for the
Au(110) surface covered with a two monolayers thick NaCl film. This reveals that
the NaCl film causes a reduction of the substrate work function on the order of 1 eV,
which was reported for NaCl/Cu(111) by Bennewitz and colleagues [85]. Further,
this shows that the large negative VCPD values are not related to the presence of
PTCDA, but primarily caused by the NaCl layer. However, it is conceivable that the
presence of PTCDA might also cause a slight VCPD shift.
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6 Probing the electron distribution
and electron transfer in charged
self-assembled PTCDA islands
The results presented in this chapter have been acquired and interpreted in collaboration with Laerte Patera and Jascha Repp, and were published in Nano Letters [161]1 .
Parts of the text and figures are identical to the publication. Jascha Repp developed
the code for the electrostatic model.
In this chapter, AFM experiments on charging and probing the distributions of excess
electrons within highly-ordered, electrically-isolated molecular islands are presented.
Making use of self-assembly, molecular structures with atomic-scale order consisting
of few molecules were grown on a NaCl layer, which was thick enough to suppress
any charge transfer to the conductive substrate. By tuning the bias voltage applied
between tip and sample, the charge state of the self-assembled clusters can be manipulated with single-electron control.
We found that, depending on the charge state, stable electron distributions or intraisland electron hopping are observed. This intermolecular charge transfer is driven
by a local tip effect. A model allowed to reproduce the observed contrast features and
hence, to clarify the charge-transfer pathways in the tunnel-coupled molecular structure. Further, we estimated the tunneling rates of the intra-island charge transfer
based on the experimental frequency-shift and dissipation signal.

1

P. Scheuerer, L. L. Patera, and J. Repp, Manipulating and Probing the Distribution of Excess
Electrons in an Electrically Isolated Self-Assembled Molecular Structure. Nano Letters, 20, 18391845 (2020)
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6 Probing electron dynamics and distribution in PTCDA islands

6.1 Introduction
Conduction in molecule-based materials and structures arises from a hopping of
charges between localized states, commonly referred to as hopping conduction [91–
93]. The corresponding charge transfer rates and hence the conductivity strongly
depend on the magnitude of reorganization energy and tunnel coupling between adjacent molecules [47, 60, 91, 92]. The investigation of such charge transfer processes
within self-assembled confined molecular structures could provide insight into the
influence of polaronic effects on the transfer rate, and how the distribution of charges
within such structures could be affected by mutual charge interactions.
Further, a deeper understanding of charge transfer is important for engineering possible future devices for information storage and processing, based on individual
atoms [7, 162], molecules [163, 164], atomic-scale logic gates [165], transistors [100,
166], and memories [167].
The effect of mutual charge interactions within confined structures is essential for
the stability and realization of field-coupled cells, such as quantum cellular automata
(QCA), which offer a possibility to reduce power consumption compared to conventional current-based semiconductor electronics [168, 169].
In 2009, Haider et al. made an important step towards the realization of fieldbased electronics at the atomic scale [170]. By STM manipulation, they created Si
dangling bonds, which act as hosts for localized excess electrons, on a hydrogenterminated silicon surface. They demonstrated that the charge distribution and
occupation within tunnel-coupled dangling bond structures can be steered by electrostatic interactions [170]. In the same work group, Huff et al. recently reported on
logic devices based on tunnel-coupled dangling bond structures [171], and Rashidi et
al. demonstrated controllable charge-state switching and readout of weakly-coupled
dangling-bond structures by means of AFM [116]. Even though these dangling bonds
are created on a semiconducting surface, their states can be considered as electrically
decoupled since they lie within the band gap of silicon.
Kocic et al. presented an alternative approach to realize field-based electronics by
patterning self-assembled molecular structures with STM manipulation [145]. However, these functional cells are implemented in a molecular film grown on a conductive
substrate and hence are not electrically isolated. This drawback can be overcome by
making use of the decoupling properties of insulating films, which also suppress charge
transfer to the conductive substrate at sufficient layer thickness [14, 31].
With regard to this, it is noteworthy that Steurer and colleagues investigated charging
of individual tunnel-coupled pentacene molecules in an insulating environment [14].
By means of AFM ∆f (V ) spectroscopy, they could track and manipulate the charge
state of tunnel-coupled pentacene molecules and, moreover, identify lateral charge
transfer events between adjacent pentacene molecules [14]. Further, Rahe and coworkers demonstrated controlled multiple charging of large self-assembled molecular islands with single-electron control at room temperature on an insulating calcite substrate [15]. Those experiments shed light on the charge transfer between tunnel-
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Figure 6.1: Schematic picture of the experiment showing a molecular island consisting of few molecules. Charge transfer to the conductive substrate is suppressed due to the thick NaCl film. The charge state of the island can be
controlled by the applied bias voltage.
coupled molecules and molecular structures, even the role of Coulomb repulsion
in charging adjacent molecules was investigated. Whereas in the experiments by
Steurer et al. were limited to a few molecules, which are randomly arranged at the
surface [14], in the studies by Rahe and colleagues, only the total charge state is
accessible but the localization of charges within an island remained elusive [15].
The experiments that will be presented in this chapter continue at this point. We
investigate multiple charging with single-electron control in highly-ordered tunnelcoupled molecular islands consisting of a few molecules, with a resolution at the
single-molecule scale. To this end, we grew self-assembled islands of perylene-3,4,9,10tetracarboxylic dianhydride (PTCDA) molecules on an insulating NaCl surface, which
was thick enough to suppress charge transfer to the supporting conductive Au substrate (see Fig. 6.1 for a schematic of the experiment). By means of AFM, we characterized the voltage thresholds required to inject and remove individual charges,
including their dependence on the tip position. Furthermore, by imaging the island
in different charge states, we could drive and track intermolecular electron hopping.
This allowed us to shed light on the localization and stability of charge distributions
and how they depend on the charge state.

49

6 Probing electron dynamics and distribution in PTCDA islands

6.2 Sample preparation and methods
For the experiments shown in this chapter, a Au(110) single crystal was used as a
supporting conductive substrate. An atomically flat, clean metal surface was prepared according to the procedure described in chapter 3. Subsequently, a NaCl layer
of, on average, 22 monolayers thickness has been grown with the sample temperature
held at 160° C. One half of the Au single crystal was screened by a mask during NaCl
deposition, to maintain a clean Au surface for tip preparation. The molecules were
sublimed in-situ from a Si wafer onto the ≈ 7 K cold sample surface. Finally, the
sample was heated to 320 K for two minutes to initiate self-assembly and then cooled
down to 7 K again. Sharp tips were prepared by repeated indentations into the clean
Au substrate. The tip was considered to be suitable for imaging when both, STM
and AFM images indicated a sharp symmetric tip and a ∆f < 5 Hz was measured
while operating in constant-current STM mode (set-point V ≈ 0.5 V, I ≈ 1 pA ). The
thick NaCl layer prohibits STM operation. Hence, we used AFM for imaging, which
was operated either in constant-∆f feedback mode or in constant-height mode. The
z-offsets, which are given for constant-height images, refer to the constant-∆f setpoint and positive values indicate a displacement away from the surface.
In order to approach the tip on an insulator surface, special care has to be taken to
avoid unintended crashing of the tip into the substrate. Therefore, relatively large
cantilever oscillation amplitudes A = 2 − 4 Å were used for approaching. Since sharp
tips do have a small contribution of attractive background forces the total ∆f signal,
the approach interruption ∆f -limit has to be set to values <5 Hz. Further, the bias
voltage was set to > 2 V to increase long-range electrostatic contributions to the frequency shift. All three parameters generate a setpoint with large tip-sample distance
and hence reduce the risk of tip crashes.

6.3 Geometrical structure of self-assembled PTCDA
islands
Figure 6.2a shows a constant-∆f image of the NaCl surface after the self-assembly
process, revealing the formation of small molecular islands. A high-resolution image
of the island, marked with a square, reveals nine PTCDA molecules assembled in
brick-wall 3-by-3 configuration (Fig. 6.2b). This adsorption geometry is in line with
an AFM image of a self-assembled PTCDA island on NaCl(2ML)/Au(110) recorded
with CO tip, revealing the intramolecular structures and the relative arrangement
within the island (see Fig. 6.2c, the figure shows only a part of a larger island). This
arrangement corresponds to a c(4×4)-superstructure of molecules with respect to the
NaCl(100) surface [160], where PTCDA is centered above Cl− ions and the anhydride
oxygens are almost in registry with the Na+ ions of the substrate [141, 148, 159]. For
more details, it is referred to the previous chapter.
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Figure 6.2: a Constant-∆f image of self-assembled PTCDA molecules on
NaCl(22ML)/Au(110). b High-resolution image of the island marked
with a square in a. c Zoom-in of an AFM image of a large self-assembled
PTCDA island on NaCl(2ML)/Au(110) recorded with CO-tip.(setpoint:
1 mV, -1.0 Hz(a), -1.6 Hz(b), amplitude: 2 Å; setpoint: 2.8 pA, 50 mV, zoffset: 1.85 Å, amplitude: 0.5 Å(c))

6.4 Determination of the charge state of PTCDA on
NaCl(22ML)
Due to the large electron affinity of PTCDA (4.6 eV) [172], which is comparable
to the work function of the substrate (ΦAu(110) = 5.4 eV[154]2 ) its charge state on
NaCl is not a-priori clear. Alternate-charging scanning tunneling microscopy (ACSTM), opens up the possibility to investigate the orbitals of molecules, adsorbed
on insulating materials, by periodic charging and discharging synchronized with the
cantilever motion [36, 62]. We made use of this technique to derive the charge state of
PTCDA on thick insulating films by determining the energetic alignment of molecular
orbitals with respect to the tip’s Fermi level.
For these experiments, individual PTCDA molecules were deposited on a 20 monolayer thick NaCl film grown on a Au(110) substrate under the same conditions as in
the self-assembled PTCDA island experiments. Figure 6.3 shows two ∆f (V ) spectra
of an individual PTCDA molecule, where abrupt ∆f changes indicate charge-state
transitions [11, 14]. In total, three charge-state transitions could be accessed, occurring around ' -3.6 V, ' 0.8 V and ' 2.3 V. An AC-STM image corresponding to
the charge transition at negative bias voltage reveals a contrast that is attributed
to the HOMO of PTCDA [158]. Instead, the contrast of the two AC-STM images
2

In fact, the NaCl film is expected cause a reduction of the sample work function on the order
of 1 eV [85]. This is in line with the observed large VCPD shift for NaCl/Au(110) compared to
Au(110), as discussed in the previous chapter and hence gives rise to a sample work function being
comparable to the electron affinity of PTCDA.
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6 Probing electron dynamics and distribution in PTCDA islands

Figure 6.3: ∆f (V )-spectra of the first charge state transition at negative bias a and
two transitions at positive bias voltage b. Corresponding AC-STM images of the 0 → 1+ c, 0 → 1− d and 1− → 2− e (VAC = 1.7 Vpp , A = 1 Å,
c Vdc = -3.67 V, setpoint: ∆f = 0.7 Hz at V = 0 V, z-offset: 0 Å), d Vdc
= 0.91 V, setpoint: ∆f = -1.5 Hz at V = 0 V, z-offset: 2.4 Å, e Vdc =
2.40 V, setpoint: ∆f = -1.5 Hz at V = 0 V, z-offset: 1.0 Å
corresponding to the charge state transitions at positive bias voltage has close resemblance to the LUMO of PTCDA (Figs. 6.3c,d). Due to their similar appearance, both
transitions are attributed to the LUMO. The voltage difference of ≈ 1.5 V is related
to the electrostatic energy that is required for adding a further electron [82, 99, 157].
Based on these observations, we infer that PTCDA is neutral at V = 0 V and that
the first step in the ∆f spectrum at positive bias voltage is attributed to the injection
of an excess electron into the island. Accordingly, the shown images correspond to
the 0 → 1+ (HOMO), the 0 → 1− and 1− → 2− (both LUMO) transitions.
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6.5 Controlled charging and charge-state detection of
a self-assembled PTCDA island
In order to achieve multiple charging and sense the corresponding charge state transitions, we acquired a ∆f (V ) spectrum at the center of the 3-by-3 island from Fig. 6.2b,
which is shown in Fig. 6.4. This ∆f (V ) spectrum shows a series of distinct jumps
in ∆f while increasing the bias voltage up to 3 V (blue) and downward shifts when
sweeping the bias voltage back to 0 V (orange), which can be regarded as signatures
of charge state transitions [11, 31, 60]. Further, it can be seen that those charge
transitions exhibit a hysteresis, which may result from the reorganization energy due
to structural relaxations of a molecule and the substrate that stabilize an excess
charge [14, 60]. For the following results, only voltages < 2 V are relevant. Bearing
in mind that doubly charging of the LUMO required an ≈ 1.5 V larger voltage for
single molecules, we can rule out doubly charging of a molecule within the island.
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Figure 6.4: ∆f (V )-spectrum, recorded at the center of the 3-by-3 PTCDA island.
Forward (backward-) curve is shown in blue (orange). Insets: zoom-in of
the spectrum, where the injection of the first and second excess electron
is highlighted (setpoint: 1 mV, -1.6 Hz, z-offset: 7.5 Å, Amplitude: 2 Å)
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6.6 Spatial dependence of the charging with one
excess electron
Even though it will be shown later that all steps in ∆f are indeed attributed to the
injection (removal) of charges into (from) an island, the small intermolecular distances
in those self-assembled structures allow for a lateral charge transfer between molecules
within the island. Hence, some of the observed steps could also be signatures of
lateral charge transfer, as observed by Steurer et al. for tunnel-coupled pentacene
molecules [14]. However, the first charging event can be clearly attributed to the
injection of a single electron into the PTCDA island. For this reason, only the first
charging event was investigated for different spatial positions of the 3-by-3 island as
a next step.
To this end, we acquired ∆f (V ) spectra at various spatial positions of the island
and kept the bias voltage below 0.8 V to ensure that only one excess electron is
injected into the island. Figure 6.5a shows three representative ∆f (V ) spectra that
were recorded at different spatial positions of the island. The positions at which
the spectra were acquired are indicated with colored dots in the AFM image in Fig.
6.5b, where different colors are used to distinguish between different sites, namely

b

35

-

0←1

25

charge
bistability

-1.5

20
15

-2
10
5

-2.5

Dissipation [meV/cycle]

-

0→1
Df [Hz]

-1.56

30

-1

-1.55

-1.57
-1.58

Df [Hz]

a

-1.59

c

-1.1
-1.2
-1.3
-1.4

Df [Hz]

-0.5

-1.5
0.1

0.2

0.3

0.4
0.5
Voltage [V]

0.6

0.7

0.8

-1.6

Figure 6.5: a ∆f (V )-spectra of the charging with one excess electron at different
spatial positions. The ∆f (V )-spectra are vertically shifted for clarity (zoffset: 7.0 Å). The vertical dashed lines highlight the charge-state transitions in all spectra. b AFM image of the 3-by-3 island (z-offset: 3.4Å).
Colored dots indicate the position of the spectra shown in a. c AFM
image of the same island being singly negatively charged recorded with
at very large tip-sample separation (V = 0.6 V, z-offset: 12Å). (setpoint:
∆f = -1.6 Hz at V = 0 V, Amplitude: 2 Å).
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center, edge, and corner sites. Those sites are different regarding their number of next
neighbors. The center molecule has eight, edge molecules five and corner molecules
three neighbors, respectively.
In those spectra, a sudden step in ∆f indicates the injection of an electron and a
drop in ∆f the removal. For all spectra the charge state transition exhibits a clear
hysteresis - the voltage for electron removal is lower than the voltage for electron
injection - due to reorganization energy [14, 60].
Notably, the width of the hysteresis is quite different for the three different positions.
The spectrum acquired above the center molecule reveals a small hysteresis around
V ≈ 0.57 V, having a width of ≈ 0.10 V. The hysteresis becomes substantially wider
for ∆f (V ) spectra recorded above the edge and corner molecules. Compared to the
center position, the voltage required for removing the electron is lowered by ≈ 0.1 V
at the edge position, and further lowered by ≈ 0.3 V at the corner position.
The voltages for electron injection are similar but increase slightly from center to edge
to corner. It is noteworthy that the voltage thresholds for charging and discharging
are subject to stochastic fluctuations [60]. However, other spectra measured under
comparable conditions are in line with these trends.
Figure 6.5c shows an AFM image of the same PTCDA island being singly negatively
charged, recorded at much larger tip-sample distance to minimize the influence of
the tip on the charged island. This image reveals a distinct contrast at the center of
the island indicating that the excess charge is localized at the center molecule, which
can be rationalized as follows: the center, edge, and corner PTCDA molecules differ
by their number of neighboring molecules, which leads to a site-dependent charge
screening – being largest at the center – and thereby causes small differences in
electron affinities that favor the occupation of the central molecule with a single excess
electron. Such polarization effects were reported for PTCDA clusters by Cochrane et
al. [148]. Further, the preferential occupation of the central molecule is in line with
dI/dV measurements of a self-assembled PTCDA island on a bilayer of NaCl shown
in the next chapter (see chapter 7, Fig. 7.5).
Accordingly, the small difference for the electron injection can be explained by a
reduced electron affinity from center to edge to corner due to a reduced screening.
Once an electron is injected at any site, it tunnels to the most favorable center
position. Therefore, an electron can be removed easiest at the center position in line
with the small hysteresis width.
However, with the tip being positioned at an edge or corner site, a much smaller
voltage is needed to remove the electron due to the larger distance to the tip, which
agrees well with the significant shift of the discharging transitions to smaller bias
voltages at edge and corner sites.
Notably, at some positions, the charging does not only induce a change in the ∆f (V )
signal but is accompanied by a sudden increase in the AFM dissipation signal. This
is the case in the spectrum at the edge position in Fig. 2a, for which additionally the
voltage-dependent dissipation is plotted. From comparison to the corresponding ∆f
signal, it becomes clear that the dissipation starts to increase as soon as an electron
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is injected and only recovers once the island is neutralized.
In frequency-modulation AFM such an additional dissipation, for example, can arise
from fluctuations of the charge state (causing fluctuations of the measured electrostatic force) coupled to the oscillatory motion of the cantilever [36, 42, 44, 46, 173,
174]. To significantly dissipate the cantilever, this charging and discharging has to
occur with a time delay on the order of the cantilever oscillation period (T ≈ 34µs),
thereby causing a hysteresis in the force-distance dependence of the vertical cantilever
motion. In the case of instantaneous charge transfer, there would be no hysteresis in
the force-distance dependence of the cantilever motion. In contrast, if the tunneling
occurred at much lower rates, the dissipation would also decrease due to a reduced
probability of charge transfer events per oscillation cycle.
As mentioned at the beginning of this chapter, there are two possible charge transfer mechanisms, namely, intra-island (intermolecular) and tip-island charge transfer.
The tip-island charge transfer occurs on the order of seconds and leads to discrete
steps in the ∆f channel. We estimate tip-island distance to be about 10 Å in our experiments [36]. Instead, the carbon atoms of adjacent PTCDA molecules, which are
involved in the formation of the delocalized frontier orbitals, can be as close as 4 Å.
Hence, intra-island charge transfer is expected to occur orders of magnitude faster
due to a much larger tunnel coupling between adjacent molecules.
Accordingly, the discrete ∆f steps are attributed to tip-island charge transfer and
the dissipation to intra-island (intermolecular) charge transfer. This interpretation
is supported by the fact that the excess dissipation only occurs after injection of an
excess electron into the island.
With this reasoning, the multiple charging spectrum from Fig. 6.4 can be discussed
in more detail. In total, eight steps due to charging can be recognized, but only
seven steps due to discharging. Above ≈ 1.7 V there are four steps in the forward as
well as the backward spectra. Further, the forward and backward ∆f curves overlap
below 0.5 V and between V ≈ 1.55...1.75 V (attributed to N = 0 and N = 4 excess
electrons, respectively), from which we infer that the hidden transition has to occur
between 0.5 and 1.55 V.
Figure 6.6 shows a detailed analysis of this voltage range (spectrum 1) and for a
subsequently recorded spectrum (spectrum 2). Additionally, parabolic curves are
plotted to allow for assigning distinct regions of the curves to a specific charge state.
Those two spectra experience good overlap, which highlights the reproducibility of
the experiment. Apparently, the ∆f signal deviates from the parabolic curve in the
forward directions for N = 1. We attribute this to the simultaneous occurrence of
dissipation due to intra-island charge transfer.
Further, it becomes clear that in both cases, the 3− → 2− , 2− → 1− , and 1− → 0
almost fall together and the 3− state can even be stable in a voltage range, where
the island initially is neutral. This behavior can be rationalized as follows: due
to repulsive Coulomb interactions, all electrons will be localized at edge or corner
sites for N > 1 [14]. Hence, with the tip positioned at the center of the island, the
discharging transitions will be shifted to significantly lower voltages due to the weaker
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tunnel coupling of the tip to the edge and corner positions. The fact that the removal
of the third and second excess charges fall together, can not be explained with this
simple reasoning. It probably originates from an interplay of Coulomb repulsion and
rearrangement of excess charges upon removal of the third excess electron.
However, the last electron will be relocated at the center, where it can easily be
removed and hence its subsequent immediate removal is conceivable.
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Figure 6.6: Two subsequently recorded ∆f (V )-spectra at the center of the 3-by-3
PTCDA island. The dashed curves indicate Kelvin parabolas of distinct charge states. The curve of the neutral state was obtained from a
parabolic curve fit of the neutral section of the ∆f spectra. All other
curves are horizontally offset with respect to the neutral curve. The gray
area highlights the deviation of ∆f spectra from the parabolic N = 1
curve. (setpoint: 1 mV, -1.6 Hz, z-offset: 7.5 Å, Amplitude: 2 Å)
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6.7 AFM images at different bias voltages
To get a deeper insight into the spatial dependence of the dissipation and the role of
the charge state, a set of ∆f - and dissipation images of the 3-by-3 island at different
bias voltages was acquired, which is shown in Fig. 6.7.
After each pair of ∆f - and dissipation images, the bias voltage was increased by
50 mV in order to successively increase the number of excess electrons within the
island. In total, five distinct contrast regimes can be observed, which are highlighted
in the figure by different background colors. The voltages corresponding to the transitions between different contrast regimes roughly agree with the steps observed in
the forward curve of the spectrum in Fig. 6.4. Hence, we conclude that those regimes
are attributed to different charge states of the island.
For a more detailed discussion of the observed contrast features, selected images of
the neutral, singly, doubly, and four times negatively charged island are shown in
Fig. 6.8.
In the neutral state (V = 0.45 V), the ∆f image shows an attractive homogeneous
background, and the dissipation channel is completely featureless.
When being singly charged (V = 0.65 V), four circular features located at the positions of the edge molecules appear in both channels.
At V = 1.05 V, the island is doubly negatively charged and the ∆f and dissipation
image show two ribbon-like features at opposing corners of the island.
Obviously, the spatial dissipation features are not perfectly symmetric with respect to
the shape of the island. For example, in the images of the singly-charged island, two
of the circular features appear as disks, whereas the other two have a ring shape. Furthermore, in the case of two excess electrons, one ribbon appears more pronounced.
As will become clear later, we attribute those asymmetries to an inhomogeneity of
the island’s environment or the tip shape. Further, those rings and disks appear to
have a faint internal structure.
Notably, at V = 1.50 V, where the island is four-times negatively charged, no spatial
dissipation features can be observed. From the distinct (less attractive) contrast at
the corner molecules in the ∆f image, we conclude that the four excess charges are
stably localized at the corner molecules. In this configuration, the distance between
excess charges is maximized, and hence the Coulomb interaction is minimized. This
observation highlights the role of the total charge state in the distribution of excess
electrons within the island.
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59

-1.8

8

-1.9

7

-2
-2.1

6

0.45 V

-2

b

Δf [Hz]

1 electron

12
-2.2
10
-2.4

-2.6

8

0.65 V

c

6

Δf [Hz]

2 electrons

10
-3

9
8

-3.2

7
6

-3.4
-3.9

9

-4
Δf [Hz]

4 electrons

d

1.05 V

8

-4.1

7

-4.2
6
-4.3

1.50 V

Dissipation [meV/cycle]

9

Dissipation [meV/cycle]

-1.7

Dissipation [meV/cycle]

Δf [Hz]

neutral

a

Dissipation [meV/cycle]

6 Probing electron dynamics and distribution in PTCDA islands
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Figure 6.8: Constant-height AFM images (left column) and the corresponding dissipation signal (right column) of the 3-by-3 PTCDA island in different
charge states. In all the images the positions of the individual molecules
are marked with colored dots. Center (yellow), edge (orange) and corner
molecules (red). a V = 0.45 V , b V = 0.65 V, c V = 1.05 V and d V =
1.50 V. The scale bar corresponds to 20 Å. (Set-point: ∆f = -1.3 Hz at
V = 0 V, Amplitude: 1 Å, z-offset: 3 Å.)
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6.8 Origin of the dissipation signatures
In the following, we will give an explanation for the observed dissipation based on
the example of a single excess electron within the island, taking into account the tip.
As discussed above, the excess electron should be localized at the center of the island due to screening effects [148]. Accordingly, the second-best configuration would
correspond to an excess electron being localized at an edge molecule, whereas a localization at a corner molecule should be least favorable.
The observation of four circular features around the edge molecules can then be
rationalized as follows: the presence of the tip locally influences the electron affinities of the molecules with respect to each other. For specific tip positions, this
could favor the localization of an excess electron at another molecule. Since these
tip-induced energy shifts also depend on the tip-molecule distance, the cantilever
oscillation periodically changes this energy balance, such that the electron hopping
becomes synchronized with the cantilever motion.
This is visualized in Fig. 6.9 for the tip positioned above an edge molecule. At small
tip heights (close to the lower turnaround point), the excess charge is transferred
from the center to an energetically more favorable edge site. At larger tip heights
(close to the upper turnaround point), the tip influence is too weak, which causes a
transfer of the excess electron back to the center molecule. Hence, the level alignment
is inverted twice during a cantilever oscillation cycle and thereby causes an electron
to tunnel between the center and an edge molecule, synchronized with the cantilever
motion.
In order to obtain significant dissipation from such an intermolecular charge transfer,
tunneling forth and back has to occur at different tip heights, causing a hysteresis in
the force-distance relation. Such a retarded force variation can arise from the finite
tunneling rate of the intra-island tunneling process, on the order of the cantilever
oscillation frequency [42, 44–46, 173, 174]. Additionally, the tunneling rates might be
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Figure 6.9: Schematic picture of tip-induced level alignment and the corresponding
charge configurations for the tip positioned above an edge molecule. a
For large tip-molecule distances the tip-induced level shift is only weak
and the excess electron is localized at the center molecule. b For small
tip heights the tip influence changes the relative level alignment such that
the excess charge is preferentially occupying the edge molecule away from
the tip. The molecule, above which the tip is positioned, is highlighted
in red.
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significantly lowered by polaronic-shifts resulting from structural relaxations upon
charge transfer [14, 60, 116].
In experiments, one would expect that the symmetry of the island is also reflected in
the dissipation pattern, which is obviously not the case. As will be shown later, such
an asymmetry could originate from a tilt in the potential background of the island
due to other close-by islands or step edges in the NaCl, for example.

6.9 Possible mechanisms for tip-induced energy level
shifts
As discussed above, the dissipation patterns suggest that the tip can induce lateral
hopping of electrons within an island by locally shifting the energy levels of the
molecules with respect to each other. There are three different possible mechanisms
that could cause such tip-induced level shifts.
The voltage drop in the NaCl layer can cause significant level shifts, being in the
range of 30 % of the applied bias voltage [14, 60]. However, from the schematic
picture in Fig. 6.9, it becomes evident that only the relative level alignment of
different molecules is important for the lateral charge transfer, whereas a constant
shift would not lead to intra-island electron hopping. Assuming a tip radius being
on the order of 100 Å [60, 112], this voltage drop is expected to be rather non-local,
thereby shifting all the levels in a similar way.
Additionally, two other effects could locally affect the relative level alignment within
the island, namely the screening from the tip or the local electric field of the tip.
For example, the presence of a local dipole at the tip apex due to the Smoluchowski
effect [175–179] with the dipole vector pointing towards the surface could lead to a
lowering of a molecular state beneath the tip, with strong lateral confinement.
To clarify whether the dominating tip influence is attractive or repulsive, we analyzed
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the image contrast for one and two excess electrons in more detail. To this end, the
∆f signal attributed to lateral charge transfer was canceled out by subtracting the
excess dissipation signal, which was converted into units of Hz according to reference [42](see Fig. 6.11). In general, the injection of an electron into the island causes
an increase in the measured ∆f signal at a given bias voltage, which is recognized
as an upward step in charging spectra. Consequently, in these images, a stable localization of the electron beneath the tip should lead to a brighter ∆f contrast. The
image of the singly charged island reveals that the ground-state charge configuration
corresponds to an electron localized at the center of the island in presence of the tip.
In fact, this can also be seen in the ∆f image in Fig. 6.8b. In all image regions that
are connected to the outside of the island without crossing any sections in which
dissipation occurs, the charge configuration should not be affected by the tip. Since
the contrast is brighter at the center than at the top left corner, the charge can be
localized at the center of the island.
Further, it becomes clear that the charge is rather pushed away by the tip than being
attracted. Otherwise, one would expect an increased ∆f signal inside the right and
bottom rings in Fig. 6.11a.
The image of the doubly charged island (Fig. 6.11b) reveals that the charges are
located at two corner sites in the ground state. Also, here, the observed contrast
rather suggests a repulsive influence of the tip.
a

b

-2

-2.8

-3

-3.2

Δf [Hz]

Δf [Hz]

-2.2

-2.4

-3.4
20Å

-2.6

Figure 6.11: AFM images of the 3-by-3 island, hosting one a and two b excess electrons. To minimize the ∆f signal due to lateral charge transfer the
additional dissipation in units of Hz (see section 6.12) was multiplied by
a scaling factor s = 0.12 and subtracted from the ∆f image.
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6.10 Electrostatic model of the energy level alignment
To verify the above interpretation of the dissipation, originating from tip-induced
intra-island tunneling, the electron distribution in the island was modeled as a function of bias voltage (defining the chemical potential of the tip) [180] and position of
the tip. Considering every molecule being either neutral or occupied with one excess
electron gives rise to 29 = 512
P possiblePconfigurations. The energy of each configuration is calculated as E = i ni i + i,j ni nj Vij , where i, j are the indexes of the
sites, ni is the occupation operator, and i are the LUMO energies with respect to
tip’s chemical potential, taking the relative voltage drop inside the NaCl film into
account. The latter we estimate to be in the range of 30% [14, 60].
The unperturbed LUMO energy is extracted from the neutral to singly-negative
charge-state transition of single-molecule experiments (Fig. 6.3). This energy is reduced by 152, 120, and 100 meV for center, edge, and corner molecules, respectively,
due to screening effects. These site-dependent relative energetic differences were estimated from the observed increased voltage threshold for electron injection at edge
and corner molecules compared to the center molecule and were fine-tuned such that
the ground state of N = 2 corresponds to two electrons being localized at opposite
corner sites, in agreement with the experiment. Further details on how the sitedependent energy difference had to be set will be given at the end of this section.
The pair-wise Coulomb repulsion between excess electrons at distance dij within the
molecular island is given by Vij = 1/(4π0 dij ). Here, the effective dielectric constant  accounts for the screening due to the environment (substrate, NaCl film, tip
and molecules). The value  was derived based on the following consideration: The
pair-wise Coulomb interaction from the mutual repulsion of the electrons dominates
the energy separation of the sequential charging steps. On the scale of this energy
spacing (≈ 0.2 eV), the energy difference between the different sites, center, edge,
and corner are minor. Therefore, the effective dielectric constant  that accounts for
the screening due to the environment can be reliably fit from this spacing such that
the voltage difference between the 0 → 1− and the 3− → 4− transitions matches the
value of the experiment of ≈ 0.75 V. Taking the relative voltage drop inside the NaCl
film of ≈ 30 % into account sets  to 4.
With the fixed value of  = 4, the differences in electron affinities were chosen such
that the energy gain of 46 meV from Coulomb repulsion favors the ground state configuration for N = 2 with two excess electrons in two opposing corners of the island
compared to another configuration, in which the two electrons are located in two
opposing edge molecules. This energy difference must be more than twice the difference in energies between edge and corner sites and thereby provides an upper bound
for the latter. Conversely, the difference in threshold voltages for the injection of
one excess electron at the center, edge and corner molecules (see Fig. 6.5a) shows
that this energy difference should not be much smaller than 20 meV. Therefore, the
energy difference between center and edge molecules was set to 32 meV and the one
between edge and corner molecules to 20 meV in the simulation. These are the most
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important fit parameters and are set with a relative confidence interval of about 30 %
based on the above considerations.
With these parameters, the energy levels in Fig. 6.12a were simulated. For the energy level diagram in Fig. 6.12b we additionally included the potential of the tip to
locally shift the LUMO energies of the molecules with respect to each other. To this
end, tip potential was modeled as a combination of an electric monopole and dipole
located at the tip position. The tip height was assumed to be 10 Å above the molecular plane [36]. To fit the experimentally observed patterns, it had to be assumed
that the tip’s dipole field acting on the molecules directly, indirectly also affects all
nearest neighbors. Hence, any energetic shift arising from the tip’s dipole calculated
for a certain molecule was assumed to also shift all neighbors of that molecule with
a certain scaling factor. This may be rationalized by the interaction of neighboring
molecules via the intermolecular O···H bridges. For the simulated spatial dependence
of electron distributions in presence of the tip in Fig. 6.13, we further included a
potential tilt of 3.5 mV/nm and an energy offset to lift the degeneracy of the four
corners and to account for the asymmetries observed in experimental images.
The energies of possible electron distributions (or charge configurations) in a 3-by-3
PTCDA island for different numbers of excess electrons without local tip influence,
which were obtained from the model, are shown in Figure 6.12a for a bias voltage of
0.0 V (black) and 0.8 V (blue). In this energy diagram, every line corresponds to a
specific charge configuration (electron distribution) within the island. Multiple lines
at equal energy indicate degenerate charge configurations. For example, the first
excited state for N = 1 is four-fold degenerate and corresponds to the excess electron
localized at an edge molecule. For V = 0 V, the neutral state is most favorable,
followed by the N = 1 configurations being shifted by the LUMO energy.
An applied bias voltage changes the tip’s chemical potential and thereby shifts
the configurations with different numbers of excess electrons N against each other.
Hence, configurations with larger N become energetically favorable with increasing
bias voltage, as shown here for 0.8 V, where N = 1 is favored.
Notably, the model reveals that the magnitude of the energetic spacing between
ground state and excited states can be quite different depending on the number of
excess electrons N. Whereas for N = 1, the energetic spacing is only determined by
the different electron affinities of the distinct sites, from N = 2 the energetic spacing
depends on the interplay of electron affinities and repulsive electrostatic interactions
of the excess electrons. For example, the similar energies of ground states and excited
states for N = 2 can be explained as follows: The less favorable edge sites have to
be occupied already in the ground state, due to mutual electrostatic interactions.
This edge occupation lifts the ground state energy and thereby reduces the energy
gap to the first excited state. For the case of three excess electrons, ground-state
and first-excited-state configurations are almost degenerate, whereas in the second
excited charge configuration two electrons are located at adjacent edge molecules,
which leads to a considerable increase in energy.
Notably, for N = 4, the energetic spacing between the ground state and the first
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Figure 6.12: a Simulated energy diagram of a 3-by-3 PTCDA island without local
tip influence for different numbers of excess electrons N obtained from
the model, shown for two different bias voltages V = 0 V (black) and
V = 0.8 V (blue). Each line represents one charge configuration, and
the number of lines at equal energy indicates the degree of degeneracy.
For example, the first excited state for one excess electron (N = 1),
in which the electron is in one of the four edge molecules, is four-fold
degenerate. Likewise, there are four degenerate configurations for the
electron in one of the corner molecules. For clarity, only one out of each
set of degenerate configurations is shown for N > 1 and three vertical
dots indicate further possible configurations at higher energies, which
are not shown. Inset: number of excess electrons as a function of bias
voltage. b Dependence of level alignment and electron configurations
on the lateral tip position for N = 1 and N = 4. The tip position
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configurations.
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excited state becomes significantly larger. Here, the second-best charge configuration corresponds to two electrons at closest-neighbor molecules, which rationalizes
the large energetic separation.
Figure 6.12b shows a comparison of the relative level alignment for N = 1 and
N = 4, with the local tip potential taken into account (red) in comparison to the
level alignment without tip (blue). The tip position was set to be above the right edge
molecule in both cases. For N = 1, the tip influence is strong enough to cause relative
level shifts exceeding the 32 meV difference between LUMO energies of center and
edge sites. Consequently, with the tip above an edge molecule, the excess electron
can be localized at an edge molecule away from the tip. In contrast, for N = 4, the
level spacing between the ground state and the first excited state is much larger (≈
150 meV). Thus, the tip influence is not sufficient to favor any charge configuration
other than the ground state. In this case, no intra-island charge transfer is expected,
and only the configuration with the four electrons in corner molecules is possible,
which is in line with the absence of additional dissipation in the experiment and the
reduced contrast at the corners in the ∆f image (see Fig. 6.8d).

6.11 Simulated spatial dependence of the electron
distribution
With that model, we tried to reproduce the observed dissipation contrast by spatially
mapping the favored charge configuration in the presence of the tip for the case of
one, two, and three excess electrons, which is shown in Fig. 6.13.
To account for inhomogeneities of the environment (defects, step edges, other islands), we included a potential tilt of 3.5 mV/nm from top left to bottom right and
an energy offset to lift the degeneracy of the four corner molecules. For the case of
one excess charge, the tip influence gives rise to five different charge configurations
(see Fig. 6.13a). Whereas the electron is localized at the center molecule for most of
the image, the excess charge can be relocated from the center to an edge molecule
away from the tip if the tip is in vicinity to an edge position.
For example, if the tip is positioned in the red area (right edge molecule), the charge
is preferentially located at the left edge molecule. At the transitions between areas of
different colors, the respective charge configurations are close to degeneracy. Hence,
the vertical oscillation of the tip can periodically invert the energetic order of the
charge configurations and thereby cause dissipation due to periodic charge transfer
between edge and center site. However, the energetic difference might be too large
to be reverted far inside the circular area, which rationalizes the appearance of two
ring-like features in experimental images of the singly charged island.
For N = 2 (Fig. 6.13b), the simulation suggests eleven different charge configurations that could be accessed due to the presence of the tip. This large number of
charge configurations seems to contradict the experiments, where only two ribbons
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are visible. However, some of the transitions require a simultaneous charge transfer of
two electrons. This could lead to significantly lower tunneling rates, and hence some
transitions might not be visible in experiments. In fact, the contour of the pink area
inside the island has some resemblance to the experimental image from Fig. 6.8c. All
transitions between pink and yellow, black, blue, and brown involve a charge transfer
from only one electron to a direct neighbor molecule and hence should be visible in
experiments.
Similarly, for N = 3, not all transitions, which were suggested by the simulation,
can be observed in the experimental images (compare images at 1.25 V in Fig. 6.7).
However, some of the transitions, such as black-green and yellow-red, yield good
agreement with the experiment. Further, the green-blue and red-blue transitions
roughly match the streaks that truncate the circular features at the corners.
In contrast, for N = 4 (not shown), the configuration with the excess electrons localized at the corner sites is favored at all tip positions. In this case, the influence of the
tip is not sufficient to drive lateral charge transfer in agreement with the absence of
additional dissipation in the experiment. This can be rationalized by the significantly
larger energetic spacing between the ground-state configuration and the second-best
charge configuration for N = 4.
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Figure 6.13: Simulated spatial dependence of electron distributions (charge configurations) and lateral tip position for a one, b two, and c three excess
electrons. To reproduce the image contrast of the experimental data an
additional potential tilt of 3.5 mV/nm and non-degenerate corner sites
were included in the simulations. The locally most-favorable charge configurations are plotted in distinct colors, and the corresponding charge
configurations are assigned in the legends below the images. Crosses indicate positions of the molecules. (V = 0.8 V a, V = 1.05 V b, V = 1.3 V
c)
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6.12 Estimation of tunneling rates

Finally, we extracted the tunneling rates that are associated with this intra-island
charge transfer. According to Miyahara et al. [44], the tunneling rate Γ can be derived from the ratio of the additional frequency shift ∆fadd attributed to the charge
transfer, divided by the additional dissipation ∆γ, as Γ = −8π 2 f0 ∆fadd /∆γ, where
f0 denotes the unperturbed cantilever resonance frequency.
Figure 6.14 shows the voltage-dependent ∆fadd and ∆γ values corresponding to the
singly-charging spectrum at the edge molecule from Fig. 6.5a (only the backward
curve of the spectrum, where the island is singly-negatively charged). To obtain
∆fadd , a parabolic background was subtracted [35] and ∆γ was extracted by subtracting the intrinsic dissipation rate according to reference [42]. Obviously, there is
a linear scaling between −∆f and ∆γ, which yields an intra-island tunneling rate
Γ ≈ 2 · 105 Hz.
Even though our findings support an intermolecular charge transfer as the origin of
the observed dissipation, also a charge transfer between tip and island could result
in additional dissipation. For the latter, one would expect a tunneling rate that depends exponentially on the tip height, simply due to the exponential dependence of
tunneling probability on the tunneling barrier width.
Another spectrum recorded at the same lateral position, with the tip retracted 1 Å
further, yields a similar tunneling rate. If the origin of dissipation was tip-island
charge transfer, one would expect a reduction of the tunneling rate by one order of
magnitude instead, which rules out tip-island tunneling as a source of the additional
dissipation.
Independently of that, we extracted the tunneling rate from the image displayed in
Fig. 6.8b, recorded with half of the cantilever oscillation amplitude as used for the
spectra. From figure 6.14b, it becomes apparent that this gives similar tunneling
rates in the range of 2 · 105 Hz. The fact that the tunneling rates depend only weakly
on the tip height and oscillation amplitude gives further confidence that the observed
dissipation is indeed originating from intermolecular charge transfer. Even though
the intra-island tunneling rate should not depend on the tip height, the magnitude
of the tip-induced level shift does change with tip height. This could lead to a reduced probability of intra-island tunneling per oscillation cycle and hence reduce the
tunneling rate for larger tip heights or lateral displacement of the tip. This might
explain the fact that the tunneling rate is not constant within the circular features
in the image.
We stress that the determined tunneling rate of ≈ 2 · 105 Hz is very small considering intermolecular distances as small as 4 Å. In fact, we infer that the observed
tunneling rate results from the product of tunnel coupling and reorganization energy. The latter, we expect to be in the range of several 100 meV [7, 60], which
results in small Franck-Condon factors for the zero-phonon to zero-phonon transi0
tion (ν = 0 → ν = 0) and thereby can explain the low observed rates.
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Figure 6.14: a Relation between frequency change and dissipation rate due to intraisland tunneling extracted from a single-electron charging spectrum at
the edge site (Fig. 6.5a). b Tunneling rate extracted from the ∆f - and
dissipation images in Fig. 6.8. To eliminate the background of the island
in the ∆f channel an AFM image of the neutral island and an additional
constant value were subtracted.

6.13 Contrast changes induced by a defect in
proximity to the island
Figure 6.15 shows the same 3-by-3 island being singly-negatively charged at different
tip heights after defect formation in close vicinity to the island. This defect was
created by contact formation of the tip with the NaCl surface and appears as a faint
circular depression in the ∆f images (see Fig. 6.15). This defect could be either a
Cl− vacancy or a metal atom that was dropped from the tip. However, the defect
can not clearly be assigned to one of those two possibilities at this stage.
At large tip height, the ∆f image shows a less attractive (more bright) contrast
at the top-edge molecule being closest to the defect (Fig. 6.15a). The dissipation
channel is completely featureless, indicating that the electron is stably localized there.
Due to the fact that the excess charge was preferentially localized at the center site
before defect formation, we infer that the defect acts as an additional tilt on the
electron affinities, with molecules being closer to the defect becoming energetically
more favorable.
When the tip is brought 1 Å vertically closer towards the sample, a circular feature
emerges in ∆f and dissipation channel, located between the top-edge and top-right
corner molecule.
In Fig. 6.15c, where the tip is even 1 Å closer, another circular feature arises between
the top-edge and top-left corner molecules. The observed dissipation pattern suggests
that in this case, lateral charge transfer occurs between the top-edge molecule and
adjacent corner molecules.
Furthermore, those images reveal that the circular feature appears disk-like at larger
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Figure 6.15: a Constant-height ∆f - (left column) and dissipation image (right column) of a singly charged 3-by-3 PTCDA island at different z-offsets with
closeby defect. z-offsets: a 5.0 Å, b 4.0 Å, c 3.0 Å, and d 2.5 Å(setpoint:
1 mV, -1.3 Hz, Amplitude: 1 Å, V = 0.7 V).

tip heights and transforms into a ring at very small tip heights. This implies that
the different appearance of the circular dissipation features arises from the relative
magnitude of the tip-induced level shifts (depends on the tip height) and the sitedependent differences in electron affinities.
Further, the 3-by-3 island was imaged at different bias voltages similarly as before
defect creation, which is shown in Fig. 6.16. In the neutral state (Fig. 6.16a), the
∆f contrast is completely homogeneous and no spatial contrast is observed in the
dissipation channel.
For one excess electron within the island, two circular features can be observed located between the top-edge and top-corner sites (Fig. 6.16b). In contrast to Fig.
6.15, those features appear more symmetric. From a comparison of the relative position of the defect with respect to the island in constant-∆f images before and after
recording the dataset from Fig.6.16, a lateral motion of the defect seems unlikely.
The doubly-negatively charged island (Fig. 6.16c) shows two truncated circular features at the two top corners in the ∆f image, but increased dissipation can only be
observed at the top-left corner site.
Figure 6.16d shows the island being occupied with three excess electrons. Here, two
electrons are stably localized at the top-corner sites, as becomes clear from the less
negative ∆f (more bright) contrast. Also, additional dissipation occurs in vicinity
to the bottom-left corner. The contrast in the bottom-right corner is identical to the
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Figure 6.16: Constant-height AFM images and the corresponding dissipation signal
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neutral island, which suggests that no charge is localized there.
When being four times negatively charged, the four electrons are localized at the corners, only for a small area at the bottom right corner spatial dissipation signatures
are observed (see Fig. 6.16e). For five excess charges, a circular feature appears at
the upper part of the island, which probably originates from an excess charge being
pushed away from the top-edge molecules due to the tip potential. The fact that the
island is filled with excess electrons from top to bottom can be rationalized with a
defect-induced potential tilt.
With this different tip, the observed dissipation features are also rather in line with
a repulsive influence of the tip. This becomes especially clear from the case of two
excess electrons (Fig.6.16c). In the lower part of the AFM image, the more bright
contrast indicates a localization of the two electrons at the top corner sites, whereas
dissipation suddenly sets in, directly above the top-corner site. Similar observations
can be made for the case of three excess electrons.
Finally, we deduce the type of defect based on the above observations. To favor an
occupation of the molecules in the upper part of the island, their electron affinities
need to be increased. Such a shift in the molecules’ energy levels would be in line
with a positive charge at the surface due to a Cl− vacancy. In turn, the creation of a
Cl− vacancy could lead to a Cl− -functionalized tip, being accompanied by a distinct
contrast from electrostatic force contributions [178]. Indeed, the image contrast in
constant-∆f images appeared to be increased after defect formation. Interestingly,
the contrast between neutral and charged molecules seems to be larger compared to
the metallic tip. This calls for further experiments with different tip functionalizations.

6.14 Probing the electron distribution in a 2-by-2 and
2-by-4 island
The results for the 3-by-3 island revealed that the contrast formation - besides the
number of charges and their mutual repulsion - depends on the relative energetic
difference of specific sites but also on the background potential of the environment.
Further, it became clear that the geometry of an island crucially influences, which
sites are most favorable and hence influences where intra-island charge transfer can
occur. For this reason, we also investigated a 2-by-2 (Fig. 6.17) and a 2-by-4 island
(Fig. 6.18). Unlike the 3-by-3 island, based on symmetry arguments, the 2-by-2 and
2-by-4 islands should have more than one possible ground state configuration, which
makes them interesting cases to study.
First, we discuss the contrast of the 2-by-2 island imaged at different bias voltages,
which is shown in Fig. 6.17. The schematic inset in Figure 6.17a indicates the arrangement of molecules within the island. Further, molecules that have a different
environment are marked with red and orange dots, respectively. The neutral island

73

6 Probing electron dynamics and distribution in PTCDA islands
appears as a homogeneous square feature in the ∆f image (Fig. 6.17a). A similar
faint square-like feature is present in the corresponding dissipation image, which is
attributed to the background of the island due to the similar appearance. The bias
voltage of V = 0.2 V is far below the necessary voltage threshold for injection of
the first excess charge, for which reason charging can be excluded as the origin of
this background dissipation. Probably, this background dissipation originates from
an unstable tip causing additional dissipation due to the interaction with PTCDA
islands.
At V = 0.65 V, the island is singly negatively charged and two diagonal stripe features appear in ∆f and dissipation roughly located at the red dots. This pattern
has some resemblance to the stripe pattern of the twice negatively charged 3-by-3
island (Fig. 6.8). At a bias voltage of V = 0.95 V, but still in the same charge state,
the dissipation pattern changes, and a circular feature at the bottom-right molecule
appears.
At V = 1.10 V (Fig. 6.17d), the island is twice negatively charged, which becomes
clear from comparison to the ∆f image of the neutral island. This contrast difference implies that the two excess electrons are localized at the corners marked with
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orange dots. The preferential occupation of this specific corner types can have two
reasons. First, the specific environment makes two of the four sites more favorable.
Another explanation could be that there are two non-equal types of corner sites with
different electron affinities due to a different screening. A comparison to the ground
state of two excess electrons in the 3-by-3 island reveals that the same type of corner
molecules are preferentially occupied, which supports the presence of non-equivalent
corner sites. For the specific arrangement of PTCDA molecules within the islands,
the two-fold symmetry of PTCDA gives rise to two different types of corner molecules, which rationalizes a non-degeneracy of the four corners. Further, the charging
thresholds for one and two excess electrons are comparable to the values that were
obtained for the 3-by-3 island.
Figure 6.18 shows ∆f and dissipation images of the 2-by-4 PTCDA island at different
bias voltages. In those images, edge and corner sites are marked with orange and red
dots, respectively. The inset in Fig.6.18a suggests that all edge molecules should be
equivalent, whereas there are two different types of corner sites. All images of the
2-by-4 island reveal a faint background dissipation similar to the images of 2-by-2
island. Apart from that background dissipation, the images of the neutral island are
completely featureless (see Fig. 6.18a).
After an electron is injected, a dissipation pattern emerges, which is approximately
symmetric with respect to a vertical axis through the center of the image (Fig. 6.18b).
The following images show more qualitative changes in image contrast than expected
charge state transitions. In these measurements, mechanical noise problems led to
discrete signal changes during AFM measurements. Hence, we can not clearly assign
charge states to the Figures 6.18c-e. However, from Fig. 6.18c on, one site appears
more bright, indicating a charge stabilization while at other positions, lateral charge
transfer can be driven.
In Fig. 6.18f, the charge configuration is stable, and based on ∆f (V ) spectra, we assume that the island is four-times negatively charged. The subtle contrast differences
in the ∆f image indicate that three excess electrons are located at corner molecules
(the two left and the top-right corner sites), whereas the fourth excess electron is
located at the bottom-right edge molecule. This charge configuration might appear
to be uncommon. However, an occupation of the four corners would lead to two
pairs of direct neighbors with a strong repulsion, all being located at the unfavorable
corner sites, for example. In a zig-zag configuration, all charges would have direct
diagonal neighbors, which could lead to a larger mutual electrostatic repulsion.
Even though all three island geometries are rather simple and have a high symmetry,
the experiments show that the dissipation patterns are complicated to interpret in
many cases. We conclude that the observed dissipation crucially depends not only
on the interplay of tip-induced level shifts, mutual electrostatic interactions, but is
also influenced by the site-dependent relative energetic alignment of molecular levels.
The latter are predefined by the geometry of the islands, but can additionally be
modified by the environment of the island.
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6.15 Conclusion
In this chapter, we investigated electrically-isolated self-assembled islands and found
that the charge state of those structures can be read and manipulated with singleelectron control. Depending on the charge state of the islands, we either observed
stable distributions of excess electrons or spatial ∆f and dissipation signatures, which
we assign to an intermolecular charge transfer driven by the local influence of the
tip.
An electrostatic model was used to simulate the electron distribution within an island
depending on the position of the tip. This model showed that the energetic difference
between different charge configurations depends on the alignment of on-site energies,
the magnitude of tip-induced level shifts, and mutual electrostatic repulsion of excess
electrons. Further, we found indications for an additional influence of the environment’s potential landscape on the electron distribution.
Finally, we also extracted the tunneling rates from the experimental data. We found
rates in the range of 2·105 Hz relatively independent of the tip height, which supports
the suggested mechanism of intra-island tunneling. The measured tunneling rate is
not only determined by the tunneling probability but additionally modified by the
reorganization energy resulting from the geometric reaction of the molecule and the
substrate on the excess charge.
Those results call for further experiments, for example, a close-by molecular island
could be deliberately charged to clarify the influence on the charge distribution and
dissipation contrast in the investigated island.
Alternatively, metal atoms could be co-deposited and exploited to manipulate the
charge configurations within islands [99, 100]. By manipulating the charge state of a
close-by atom [7], the external perturbation on charge configurations within an island
could be even switched on and off. On the one hand this approach would be more
demanding to realize, but on the other hand it would be a simpler system compared
to charging close-by islands. In a specific voltage range, one could probably even
realize positive and negative charge states with metal adatoms [31, 51].
Furthermore, the role of tip functionalizations [79] on the sign and magnitude of tipinduced level shifts could be explored more systematically.
It would also be interesting to study such charge transfer processes in one-dimensional
molecular structures. To this end, molecular self-assembly experiments have been
carried out with several different molecules, but we did not yet find a system that
grows as isolated, ordered one-dimensional chains on an insulator surface.
Ultimately, one could think of such charged islands (e.g. doubly charged 2-by-2 islands) as building blocks for quantum cellular automata (QCA) [168, 169]. However,
one would have to find an efficient possibility to create repetitive arrangements of
such structures on an insulating surface.
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7 Stabilizing a confined
out-of-equilibrium state by
polaronic shifts
The results presented in this chapter have been acquired and interpreted in collaboration with Laerte Patera and Jascha Repp. This chapter provides a tentative interpretation of experimental observations.
It was found that individual PTCDA molecules and PTCDA molecules within selfassembled islands, on a few monolayers thin NaCl layer, can be switched by applying
voltage pulses. We characterize the changes in the electronic structure and geometric
relaxations that occur upon charging. Based on our experimental findings, we assume
that the switching is related to the charging of a molecule. These results indicate that
the additional electron does not occupy the LUMO, but suggest that it is localized
at a functional group of the molecule. We propose a tentative mechanism for the
observed charge stabilization, based on a strong polaronic interaction with the ionic
substrate, due to spatial confinement of the excess electron at a molecule’s functional
oxygen.
This chapter comprises two complementary experiments. In the first part, we investigate the effects of switching on PTCDA molecules within self-assembled PTCDA
islands, which were grown on a few monolayers thin NaCl film. In the second part,
we study the effects of switching on the electronic structure of individual PTCDA
molecules and relate them to the geometric relaxations due to switching.

7.1 Introduction
In 2004 Repp and colleagues found that individual Au atoms, adsorbed on ultrathin
NaCl films exhibit charge bistability and showed that the charge state of individual Au atoms can be manipulated by applying voltage pulses [7]. A few years later,
Olsson et al. showed that Ag atoms exhibit a charge tristability under similar conditions [51].
Wu et al. found that molecules can be controllably switched between their neutral
and anionic state, in a similar way [48, 49].
Due to the strong tunnel coupling to the supporting conductive substrate, an adsor-
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bate on thin insulating films can only be stabilized in different charge states under
certain conditions [7, 8, 31, 51]. One requirement is that the adsorbate’s state is
close enough to the Fermi level of the substrate. Further, the energetic shift due to
reorganization energy upon injecting/removing an electron into/from the adsorbate
has to be large enough to shift the state across the Fermi level. Accordingly, the
stable coexistence of different charge states is usually restricted to a specific bias
voltage range, defined by the interplay of tunneling probability and reorganization
energy [7, 8, 31, 51].
Recently, controlled charge state manipulation was also reported for single CuPc molecules [8]. In this case, however, the observed bistable window was much narrower
(≈ 0.3 V) compared to charging of atoms (> 1 V) [7, 31, 51]. Due to the additional
electron being distributed over the entire molecule [8], this reduced width of the
bistable window might be related to a smaller reorganization energy [59]. Leoni et al.
reported on charge bistability of bis-dibenzoyl-methanato-copper molecules [50]. In
their case, the bistable window was exceptionally large (≈ 4 V). However, the investigated molecules experience a conformational change upon charging from a planar to a
tetrahedral geometry [50], for which reason these results cannot be directly compared.
Also, in the experiments by Wu and colleagues, the bistable window was rather large,
however, they used aluminum oxide as decoupling layer [48, 49], whereas all the above
experiments were performed for adsorbates on NaCl films [7, 8, 31, 50, 51].
In all those studies, the additional electron is stabilized in the formerly lowest unoccupied state [7, 8, 31, 48–51].
Here, we investigate individual perylenetetracarboxylic dianhydride (PTCDA) molecules and self-assembled PTCDA islands, on thin insulating films on a supporting
Au(110) substrate. We find that PTCDA molecules can be switched by applying
voltage pulses.
High-resolution AFM images with CO-functionalized tips [9], revealed local geometric relaxations within a PTCDA molecule upon switching. Further, we used STM to
resolve the changes in the electronic structure of PTCDA upon switching.
Based on our experimental findings, we tentatively assign the switching to the charging of a molecule.
In contrast to previous studies, our observations suggest that the additional electron does not occupy the LUMO, but is localized at an anhydride group of PTCDA.
Finally, we suggest a tentative model to explain this charge stabilization, based on
extraordinary large polaronic level shifts due to strong spatial charge confinement of
the excess electron at a functional anhydride group’s oxygen atom.
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7.2 Sample preparation
For the experiments presented throughout this chapter, a clean Au(110) surface was
prepared, followed by the growth of a few monolayers thin (< 5ML) NaCl film according to the procedure described in chapter 3. The self-assembly was performed
analogous to the procedure described in the previous chapter. All experiments on
individual PTCDA molecules and AFM measurements on self-assembled PTCDA
molecules were carried out on a two monolayers thin NaCl film. The STM- and
KPFS measurements of self-assembled PTCDA islands were conducted on a sample
with an average NaCl coverage of ≈ 3.5 ML. In this case, it was not possible to clearly
determine the actual layer thickness at each spot, on which the measured PTCDA
islands were adsorbed. Additional STM experiments of self-assembled PTCDA islands on a bilayer, however, show the same behavior. Thus, the layer thickness (for
less than 5ML) is not expected to play a crucial role.

7.3 Geometric structure of self-assembled PTCDA
islands
Figure 7.1a shows an STM image of a 4-by-4 PTCDA island after the self-assembly,
which reveals a characteristic stripe pattern. The latter is attributed to a superposition of dumbbell-shape orbitals corresponding to the LUMOs of individual mole-
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Figure 7.1: a Constant-current STM image of a 4-by-4 PTCDA island, where partially molecular structure models were superimposed (setpoint: 2.6 pA,
2 V). Inset: STM image resembling the LUMO of an individual PTCDA
molecule (setpoint: 1.8 pA, 0.93 V). c Adsorption geometry model of selfassembled PTCDA on NaCl. C (gray), O (red), H (white), Na+ (purple),
Cl− (green).
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cules, with a nodal plane along the long molecular axis (see inset image of individual
PTCDA for comparison) [148, 158, 159]. In part, molecular structure models of
PTDCA molecules were superimposed to visualize the adsorption geometry. As discussed in the previous chapters, PTCDA molecules assemble in a brick-wall c(4 × 4)
superstructure on NaCl [160], with PTCDA centered above Cl− [148, 159, 160]. This
adsorption geometry is visualized in Fig. 7.1b. Furthermore, the outer oxygens of
the PTCDA anhydride groups are well aligned with the position of the Na+ ions of
the topmost NaCl layer. For more details on the self-assembly and growth characterization, it is referred to chapter 5.

7.4 Switching of PTCDA molecules within
self-assembled PTCDA islands
7.4.1 Switching PTCDA molecules
Figure 7.2a shows an STM image of a 4-by-4 PTCDA island recorded at constant
height. An I (V )-spectrum, acquired at the position of the red dot, experiences two
subsequent, sharp steps in tunneling current at ≈ 2.8 V (Fig. 7.2b). The subsequent
STM image reveals two bright features, symmetrically around the center of the island,
indicating that two molecules possibly have switched. As will be shown in the following, this switching results in an energetic shift of the molecular states and structural
relaxations in vicinity to an anhydride group. Further, we found that sometimes two
switching events can be induced per molecule, accompanied by a further energetic
shift of the molecular states and geometrical relaxations at the second anhydride
group. According to these changed properties, we will refer to pristine, singly, and
doubly switched molecules as, P-, S-, and D-type(-state) molecules, respectively,
throughout this chapter. Here, the occurrence of two steps in the tunneling current
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Figure 7.2: a Constant-height STM image of a 4-by-4 PTCDA island. b I(V)spectrum acquired at the position of the red dot in a. c Constant-height
STM image of the same PTCDA island after the spectrum. (Setpoint:
2.6 pA, 2.0 V , z-offset: 5.6 Å)
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is ascribed to the switching of two molecules from the P-state to the S-state. Further,
we assume the pristine molecules to be neutral (see section 7.5.1).
Figure 7.3 shows a comparison of constant-height STM images, recorded at different
bias voltages, before and after switching. Whereas the contrast is homogeneous
all over the island before switching (top-row images), the S-type molecules have a
distinct contrast at all bias voltages (bottom-row images). This distinct contrast of
S-type molecules originates from an energetic shift of the LUMO resonance upon
switching, leading to a different current intensity at fixed bias voltage. From these
images, it becomes clear that the S-type molecules can be characterized easiest at
V = 1.6 V in constant-height images. Further, the images, recorded at V = 1.6 V,
reveal that only one of the lobes of each S-type molecule appears brighter. In general,
this distinct current contrast allows us to distinguish between P-, S-, and D-type
molecules in STM images.
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Figure 7.3: Constant-height STM images of a 4-by-4 PTCDA island at different bias
voltages before (top) and after (bottom) switching two molecules. The
corresponding voltages are given above each column. The scalebars correspond 20 Å. (Setpoint: 2.6 pA, 2.0 V, z-offset: 5.6 Å,)
To clarify whether this switching is reversible, I(V) spectra at reverse bias were recorded. For negative voltages up to V = -4 V, no reverse switching was observed.
However, if positioning the tip above the island, away from the S-type molecules,
and sweeping sample voltage to V < -2 V, it was found that other molecules within
the island, which are closer to the tip, could be switched to S-type while the originally S-type molecule returned to the P-state (see Fig. 7.4). Whereas the spectra
in Figs. 7.4a-c were acquired with the tip directly above the island, the tip was
positioned laterally offset with respect to the island in Fig. 7.4d. All four shown
spectra resulted in a change of the configuration within the PTCDA island, but only
if the tip is positioned directly above a molecule within the island, successful manipulation can be recognized in the spectra as a sudden drop in tunneling current.
In total, four different arrangements of the S-type molecules (island configurations)
were achieved for this specific 4-by-4 PTCDA island, of which corresponding STM
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images are shown as insets. In contrast, different island configurations were observed
for another equivalent 4-by-4 island. Therefore, we assume that there might be favorable configurations but additional influence from the environment of the island
or the specific shape of the tip. The fact that only certain arrangements of S-type
molecules were achieved within the islands (in total 16 molecules) implies that there
could be a mutual interaction between switched molecules. From those mutual interactions and the observation that S-type features could be shifted towards the tip
at negative voltages, at this stage, we imply that the switching is possibly associated
with the charging of a PTCDA molecule.
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7.4.2 Switching single PTCDA molecules within an island:
STS-measurements
To gain further insight into the underlying mechanism of the switching, we acquired
sets of dI/dV spectra at different spatial positions of the 4-by-4 island before and after
switching. Figures 7.5a-d show constant-height STM images of the PTCDA island in
different states, namely pristine (Figs. 7.5a,b are identical but with different colorbar
range) and with two S-type molecules at two different positions within the island
(Figs. 7.5c,d). Here, the superimposed dots mark the position of single spectra,
and the dot color indicates the voltages Vp corresponding to the maxima of the
dI/dV spectra. The spectra positions were chosen such that they coincide with
the spatial positions of lobes of the individual molecules. The dumbbell-shaped
LUMOs corresponding to three PTCDA molecules are schematically indicated in
Figs. 7.5a,b, respectively. The spectra range was limited to positive bias voltages
to avoid switching between different island configurations during data acquisition.
Further, dI/dV spectra on a PTCDA island were featureless at negative sample
voltages in a comparable voltage range.
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For the pristine island, the dI/dV peaks range from Vp = 0.66 eV - 0.74 eV, with
values decreasing towards the center of the island (Fig. 7.5a). Similar energy level
shifts were observed for clusters of PTCDA/NaCl(2ML)/Ag(111) and were related
to a different charge screening for molecules at the center and the periphery of the
island due to their different environment [148]. After switching two molecules within
the island to S-type, local dI/dV peak shifts up to Vp ≈ 1.5 V are observed at the
positions of the S-type molecules (see Figs. 7.5c,d). Notably, the dI/dV peaks of
neighboring molecules are also shifted considerably towards higher voltages.
For a more detailed insight, we compare individual spectra at different characteristic
positions in Fig. 7.5e, which represent the qualitatively different types of spectra
that have been observed. The numbers 1-4 assign the spectra to the corresponding
positions in Fig. 7.5d. Spectrum 1, which was taken at a P-type molecule, shows one
peak at Vp ≈ 0.75 V and spectrum 4, which was taken at a S-type molecule, exhibits a
peak at Vp ≈ 1.5 V. Spectrum 2 was taken at the lobe of a P-type molecule in direct
neighborhood to a S-type molecule and exhibits two maxima of similar intensity,
whose values Vp coincide with those of spectrum 1 and spectrum 4. Therefore, the
presence of two distinct peaks in a spectrum is attributed to a spatial overlap of
orbital density of neighboring P- and S-type molecules, and we consider such spectra
to show a superposition of signals from two distinct orbitals.
In contrast, spectrum 3 shows a peak that does neither match the energy of a pristine
nor of a switched molecule. This can also be seen in the spectroscopic grids, where
dot colors do not only correspond to minima (red) and maxima (blue) of the color
scale, but also intermediate values (purple) are observed. Such peak values can
not be explained by a superposition of two peaks at Vp ≈ 0.7 V and Vp ≈ 1.5 V,
here. However, it is known that the presence of local charges can cause energetic
level shifts [99, 100, 170], which would be an indication for a charge transfer upon
switching.
Due to the spatial overlap, a hybridization of states in neighboring molecules is
conceivable, to some extent. However, no signatures of a state, being delocalized
over the entire island, were observed. This is not surprising since the intermolecular
coupling in such a hydrogen-bonded network should be rather weak, compared to
covalently-bond networks.

7.4.3 The effect of switching on the local contact potential
difference
KPFS allows to detect subtle variations of charge distributions at a surface based on
their influence on the local work function [11, 35]. For example, charge state detection
of single atoms [11] and even charge distributions within single molecules [37, 38] could
be detected by means of KPFS. Hence, it provides a useful method to clarify whether
the observed switching is related to charging.
For this reason, we recorded a set of KPFS spectra at different spatial positions of a
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5-by-5 PTCDA island, after switching one molecule to S-state. Figure 7.6a shows two
such KPFS spectra, where one was recorded above a P-type molecule (red) and the
other was recorded roughly at the anhydride group of the S-type PTCDA molecule
(blue). The voltages VCPD , corresponding to the ∆f maxima, were obtained by
parabolic curve fitting. In Figure 7.6b colored dots indicate the position and VCPD
values of all spectra in an STM image of the island. This map reveals that the
LCPD is rather constant all over the island, only in vicinity of the switched molecule,
the LCPD is increased by ≈ 30 mV. This slight shift towards smaller absolute but
negative values indicates that the work function of the sample has locally increased
and the direction of the shift is in line with an additional negative charge at the
surface [11].
Figure 7.6c shows the same spectroscopic map, superimposed to a CO-tip AFM
image, revealing that the LCPD changes most in proximity to the anhydride group.
In summary, the KPFS measurements indicate an accumulation of electron density
at a PTCDA’s anhydride group upon switching. It must be noted that a vertical
relaxation of the molecule upon switching to S-type, could also lead to a measurable
change in the LCPD and hence this result alone should not be considered as a clear
evidence for charging. However, the aforementioned gating of the LUMO resonance
in the dI/dV spectra, the mutual interactions, and the attractive influence of the tip
at negative sample voltages support a charge transfer.
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CO-tip AFM image of the same island, with superimposed LCPD map.
All data were acquired at constant height. The scalebars correspond to
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7.4.4 Structural changes upon switching
In order to further elucidate the switching mechanism, AFM measurements with
CO-tips [9] were acquired for a PTCDA island before and after switching, providing
detailed information about changes in the geometric structure at the atomic scale.
To this end, several voltage pulses were applied above an island to initiate switching
of single molecules and, subsequently, an STM and AFM image of the island in the
same configuration were recorded in order to relate STM- and AFM-contrast features
of switched molecules. Figure 7.7 shows an STM and AFM image after switching
several molecules, where all different types of switched molecules can be observed.
Before discussing the specific types, we will describe some general findings.
S-type molecules show a dark halo at one anhydride group, and for D-type molecules, such a dark halo can be observed at both anhydride groups. Furthermore, the
AFM image reveals that all switched molecules undergo vertical relaxations. Those
relaxations can be qualitatively quite different for the case of S-type molecules, but
all S-type molecules have in common that the perylene unit inhomogeneously relaxes
upwards, with the largest vertical relaxation close to an anhydride group. The relaxations within S -type molecules can be further classified by their symmetry with
respect to the long molecular axis of PTCDA.
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Figure 7.7: Comparison of AFM (a) and STM (b) images of a PTCDA island,
with several switched molecules. Both images were acquired at constant
height. All molecules are in the same configuration in both images. The
scale bars correspond to 20 Å (set-point: 2.8 pA, 35 mV, z-offset: 2.2 Å,
amplitude 0.5 Å (a), set-point: 2.8 pA, 1570 mV, z-offset: 5.5 Å, bias =
1.6 V (b).
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In order to describe these relaxations in more detail, different types of switched molecules were assigned to numbers in both images.
Molecule 1 represents an S -type molecule where the perylene unit is relaxed symmetrically away from the surface, with respect to the long molecular axis (i.e. the
rings close to one anhydride group appear brighter - see Fig. 7.7a). The STM image
(Fig. 7.7b) reveals a moderate intensity difference of the corresponding LUMO lobes.
Molecule 2 is also S-type, but shows a strong asymmetry with respect to the long
molecular axis, accompanied by a strong intensity difference of its lobes in the STM
image. From this, we conclude that different lobe intensities of a molecule might simply be related to structural relaxations of a molecule. Since STM and AFM contrast
have a different z-dependence, small structural relaxations could appear in the STM
channel while being invisible in AFM contrast, as observed for molecule 1.
In case of adjacent S-type molecules, instabilities can occur, as becomes evident from
molecule 3. In the upper half of the image, one ring of the perylene unit is strongly
relaxed away from the surface and an additional spherical feature, probably originating from an anhydride’s oxygen, can be observed. After imaging approximately half
of the molecule, it switched to a configuration where the other ring close to the same
anhydride unit strongly relaxes upwards.
In general, there seems to be a smooth transition between almost symmetrical to
strongly asymmetrical relaxations in singly-switched molecules and the degree of
asymmetry seems to be influenced by the specific environment of a molecule.
Molecule 4 represents a D-type molecule. The vertical relaxations of the D-type molecule seem to be smaller than the relaxations of S-type molecules since it appears less
bright in the AFM images. Further, there is a darker halo close to both anhydride
groups. In the STM image, the D-type molecule can be identified by the absence of
tunneling current at the given imaging conditions (imaging in constant-height mode
at 1.6 V), due to a larger energetic shift of its LUMO resonance (see section 7.5.2).
In order to give more insight into the role of environmental influences in the relaxations and the mutual interaction between adjacent molecules, a set of AFM images
is shown in Fig. 7.8, where select molecules had been switched after each image.
In Fig. 7.8a, there are four S-type molecules. Whereas the two S-type molecules,
located top and bottom of the island (symmetric environment) relax symmetrically,
the two adjacent S-type molecules (asymmetric environment) undergo asymmetric
relaxations with respect to the long molecular axis.
After switching a close-by molecule (see dashed square in Fig. 7.8b), one PTCDA
molecule relaxes differently, and another molecule toggles between different geometries during imaging. After switching a further molecule (Fig. 7.8c), two S-type
molecules rapidly toggle between two different geometries. The fact that the symmetry of relaxations within a S-type molecule and the occurrence of toggling depend
on the environment, both implies a mutual interaction of switched molecules. Such a
mutual interaction could, for example, originate from repulsive interactions of excess
electrons, which affect the stability of certain configurations in presence of the tip.
To clarify whether there is an upper limit for the number of switched molecules,
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the same island was imaged at V = 4.2 V to efficiently switch as many molecules as
possible. Subsequently, the island was also imaged at V = -3.5 V to find out whether
molecules can be switched back to P -state, which did not change the number of
switched molecules but only caused switching of other molecules instead. Fig. 7.8d
shows an AFM image after this procedure. A comparison to the corresponding STM
image (not shown) suggests that the molecules within the central part of the island
(along the red trace) appear to be P-type, whereas the majority of molecules in the
periphery are S-type or D-type. This implies that the presence of switched molecules

a

b

c

d

Figure 7.8: Series of AFM images of a PTCDA island where further molecules have
been switched in between each image. All the images were acquired with
CO tips. The scale bar corresponds to 20 Å. Grayscales are omitted for
clarity. The dashed yellow square highlights four specific molecules in
each image. The red trace in d highlights molecules, which appear to be
P-type. All images were acquired at constant height with z-offset with
respect to the setpoint. (setpoint: 2.8 pA, 50 mV a,b, 35 mV c, 80 mV d;
zoffset: 1.5 Å(a), 2.75 Å(b), 1.85 Å(c), 2.3 Å(d.), amplitude 0.5 Å )
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within an island impedes switching of further molecules and hence it might not be
possible to switch all molecules within and island.
At this stage, our observations indicate that the switching could be attributed to the
localization of an excess electron at one of the outer oxygens of an anhydride group,
which results in a relaxation of the perylene core.

7.4.5 Further observations
Finally, some additional observations that were made during the experiments are
summarized.
Typically, switching was not observed for bias voltages below V ≈ 2.7 V, and in most
cases, the molecule directly beneath the tip could be switched. Even at sufficiently
large voltages, the switching sometimes occurred for pulse durations in the order of
tens of seconds at currents of I ≈ 10 pA. Furthermore, it seemed that the threshold
bias voltage for switching increased in the presence of already switched molecules.
In most cases, the targeted molecule could be switched, however sometimes also a
neighboring molecule switched instead.
In order to better understand how the switching efficiency depends on the current or
the field in the junction, a statistical analysis of the switching is required, for example
by measuring the switching rate with respect to the tip-sample distance [7, 181].
However, the non-reversibility makes a statistical analysis complicated because of
the different environment and size of individual islands. Such an analysis would
be further impeded by adjacent switched molecules, as they seem to influence the
threshold voltage for switching.
In summary, switching of PTCDA molecules was investigated with various SPM
techniques. STS-measurements have shown that the LUMO resonance of PTCDA
shifts to significantly larger voltages upon switching. KPFS measurements indicated
a local change in LCPD close to an anhydride group of an S -type molecule, in
line with an additional negative charge at the surface. Further, we found that the
switching is accompanied by structural relaxations within molecules. Also, mutual
interactions of adjacent molecules could be observed. All those results could indicate
that the observed switching is related to charging of a molecule, probably due to
stabilization of an excess electron at an oxygen of the anhydride group.
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7.5 Switching of individual PTCDA molecules
The previous experiments on switching PTCDA molecules within islands, mainly,
allowed to gain valuable information on the structural relaxations within PTCDA
molecules upon switching. For a deeper understanding of the switching mechanism,
also the electronic properties have to be investigated in more detail. Further, it is
not a priori clear whether individual molecules can also be switched or whether the
switching relies on an interaction between molecules within self-assembled islands.
To this end, similar STM and AFM measurements were conducted for individual
PTCDA molecules on NaCl(2ML)/Au(110). Specifically, the electronic structure of
individual PTCDA molecules before and after switching will be discussed. Further,
the accompanying geometrical changes upon switching are analyzed. Finally, a mechanism for the origin of the switching is proposed that accounts for both, the switching
of single molecules and molecules within PTCDA islands.

7.5.1 Determination of the charge state
Figure 7.9a shows an STM image of a pristine PTCDA molecule. The corresponding
dI/dV spectrum recorded at the position of the orange dot shows two peaks, one at
positive sample voltage V ≈ 0.64 V and one at negative sample voltage V ≈ −2.03 V
(see Fig. 7.9b). dI/dV images recorded at the two resonances (Figs. 7.9c,d) show
similar contrast and are attributed to the LUMO of PTDCA [148, 158, 159]. For
comparison, another dI/dV spectrum is shown in blue in Fig. 7.9, which was acquired
for a different PTCDA molecule under comparable conditions. This shows that the
positions of the dI/dV peaks at positive sample voltage differ by ≈ 100 mV. Notably,
the peaks at negative polarity are shifted by ≈ 0.9 V with respect to each other.
The observation of the same orbital at positive and negative sample voltage often indicates that a given molecule is singly negatively charged, with the two resonances corresponding to the singly occupied- and singly unoccupied molecular orbitals (SOMO,
SUMO) of PTCDA, separated by the Coulomb charging energy [49, 157, 159]. It is
known that peak positions can slightly shift for different tips or due to environmental
effects. However, the position of the dI/dV peak at negative sample voltages seems to
be much more affected by the experimental conditions (i.e. tip shape, environmental
effects, and tip-sample distance). This large difference in peak positions, at negative
sample voltage, for different molecules suggests that the peak, observed at negative
sample voltage, might be attributed to bipolar tunneling [24, 159]. In this case, both
peaks would correspond to tunneling through the same state, which is pulled below
the Fermi level of the substrate upon applying a negative sample voltage.
The principle of bipolar tunneling is visualized in Fig. 7.10a,b. In a double-barrier
tunneling junction, a part of the applied bias voltage drops across the insulating
NaCl barrier. At positive sample voltage (Fig. 7.10a), tunneling through the LUMO
primarily depends on the alignment of the chemical potential of the tip to the LUMO
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(the voltage drop in the NaCl layer causes only a minor energetic level shift). However, to tunnel through the LUMO at negative sample voltage, the voltage drop in
the NaCl is required to pull the LUMO below the chemical potential of the sample.
This leads to a peak in tunneling conductance from the same orbital at both polarities.
To clarify whether the peak at negative bias voltage originates from bipolar tunneling, the peak positions from 23 spectra, recorded for six different molecules, were
extracted and are shown as a correlation plot in Fig. 7.10a. This reveals a linear
dependence with a slope of ≈ -8 in qualitative agreement with Wu et al. [24]. This
means that the peak at negative sample voltage shifts eight times stronger than the
peak at positive sample voltage, being a strong indication for bipolar tunneling. If
the peaks corresponded two distinct states, instead, the energetic shifts would be
similar (i.e. slope 1). Furthermore, this slope allows estimating the ratio of voltage
drop in the vacuum gap and the NaCl layer VN aCl /Vvac to be ≈ 0.1. From dI/dV
measurements of Cl− vacancies, the voltage drop in bilayer NaCl was reported to be
a few percent [25], for comparison.
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Figure 7.9: a Constant-current STM image of an individual pristine PTCDA molecule. b dI/dV spectra of the molecule in a (orange) and of another
pristine PTCDA molecule (blue). Raw data are plotted dashed and
smoothened data shown as solid lines. The dotted vertical lines mark
the positions of the dI/dV maxima. c, d dI/dV images of the molecule
shown in a at the two resonances (V = -2.10 V in c and V = 0.60 V in
d, setpoint: I = 1.8 pA, V = 0.93 V, modulation voltage Vpp = 30 mV ,
modulation frequency f = 185 Hz).
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Due to the low relative voltage drop of ≈ 10 % in the NaCl film it becomes apparent
that the LUMO has to be close to the Fermi level of the substrate in order to enable
bipolar tunneling. If PTCDA was singly negatively charged here, one would expect
an additional peak at negative bias voltage, which corresponds to the SOMO. Furthermore, for Cu(111) as supporting conductive substrate, which has a significantly
smaller work function than Au(110) (ΦCu(111) = 4.94 eV, ΦAu(110) = 5.37 eV [154])
PTCDA was reported to be singly negatively charged [159], whereas for Au(111)
(ΦAu(111) = 5.31 eV [154]) PTCDA was reported to be neutral [158].1 Hence, we infer PTCDA, adsorbed on NaCl/Au(110), to be neutral and attribute the peak at
negative sample voltage to bipolar tunneling.

1

One would expect that the work function is largest for the closest packed surface, which does not
seem to be the case for Au. This might come from the fact that both surfaces reconstruct [151, 183].
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7.5.2 Changes in the electronic structure of PTCDA upon
switching
Figure 7.11a shows an STM image of two individual PTCDA molecules taken in
constant current mode. After the tip was positioned above the left molecule, the
feedback loop was switched off and a voltage of V = 3.1 V was applied until a sharp
drop in tunneling current occurred, indicating a possible switching event of the molecule (Fig. 7.11b). A subsequent STM image of the same molecules (Fig. 7.11c)
confirms that the left molecule has been switched from P -state to the S -state. The
S-type molecule appears fuzzy and has lower apparent height than the P-type molecule.2 Furthermore, a depression-like feature can be observed at the position of the
anhydride group, at which the switching event was induced.
A further voltage pulse (V = 3.1 V) above the S-type molecule (red dot in Fig. 7.11d)
demonstrates that a second switching event (from S- to D-state) can be induced
in a single PTCDA molecule, in agreement with the occasionally observed doubly
switching of molecules within PTCDA islands. Upon switching a second time, both
anhydride groups appear as depressions. Also, the molecule changed its adsorption
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Figure 7.11: a STM image of two individual PTCDA molecules. b I(t)-trace above
the left molecule (position indicated by the red dot in a), where the
voltage is increased to 3.1 V. After ≈ 10 s a sharp drop in tunnel current
occurs. c STM image of the same molecules after switching. STM
images before d and after e switching the left molecule a second time.
White arrows indicate the direction of the long molecular axis for the
left molecule (Setpoint: I = 1.2 pA, V = 0.93 V, z-offset = 1.7 Å in b.)
2

Note that the constant-current images of individual molecules were acquired at a smaller bias
voltage (V = 0.93 V) than the previously shown constant-height images of the islands, to better distinguish between, P- and S-type molecules in constant-current images. In consequence, a
molecule appears less bright after switching.
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position and rotated by 90°. In general, molecules became less stable and sometimes
moved on the surface during imaging. In most cases, the S-type molecules appeared
asymmetric, with a brighter contrast on one of the two lobes, as was also observed
for S-type molecules in PTCDA islands. Further, it was observed that a molecule
can directly switch twice (from P- to D- state).
To gain further insight into the switching mechanism, dI/dV measurements were acquired for the same molecule before and after switching, which are shown in Fig. 7.12.
The pristine molecule shows two dI/dV peaks, a sharp one at ≈ 0.5 V and a broad
one around ≈ -1.2 V, due to bipolar tunneling [24] (Figs. 7.12a,b). dI/dV images
at corresponding voltages reveal an identical dumbbell-shape orbital for both reso-
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nances, which is attributed to the LUMO. The faint dI/dV peak at ≈ -2.8 V could
also be observed in the background spectra and hence is attributed to a tip state.
The fact that the dI/dV image at -2.8 V has a faint LUMO-like appearance, gives
further confidence that this peak does not correspond to a different occupied state.
Figure 7.12c,d show dI/dV spectra of the molecule in the S state. A sharp resonance
emerged at -2.8 V, and the corresponding dI/dV image has some resemblance to the
HOMO of PTCDA (see also chapter 6, Fig. 6.3) [158]. For different molecules, we
observed relative intensity variations of the eight HOMO lobes. As will be shown in
the following, individual PTCDA also undergoes vertical relaxations upon switching,
and hence different lobe intensities might simply be attributed to different vertical
relaxations of PTCDA. The dI/dV image corresponding to the peak at positive voltage (≈ 1.2 V) has the same dumbbell shape as observed for pristine molecules and is
therefore attributed to the LUMO. Notably, the spectra indicate an energetic shift
of the LUMO by ≈ 0.6 eV.
After switching twice (Figs. 7.12e,f), both the HOMO and LUMO resonance shift
towards higher bias voltages but apart from the different lobe intensities, the observations remain similar. The relative peak shifts (≈ 0.6 V) seem to be comparable
with the shift upon singly switching. For this specific molecule, we could not obtain
a dI/dV image in the D-state, because it frequently moved at resonant tunneling
conditions. However, dI/dV images of another D-type molecule confirm that this
resonance can be attributed to the LUMO of PTCDA. Before switching the left molecule from S- to D-state, the tip was functionalized with a CO molecule. Apart from
an increased contrast, dI/dV spectra and images of the singly-switched molecule
yielded the same results with both tips. Those findings agree with measurements of
other individual PTCDA molecules.

7.5.3 Structural changes of individual PTCDA upon switching
Figure 7.13 shows a sequence of STM and AFM images of two close-by PTCDA
molecules in different states, recorded with a CO-functionalized tip. The STM images allow us to determine the state of a molecule, and thereby enable us to relate
and compare AFM contrast of molecules in different states. Importantly, all images
show the same two molecules. The different distances between the two molecules are
attributed to, either, a molecule changing its adsorption position upon switching, a
movement during data acquisition, or a controlled lateral manipulation of a molecule.
Figure 7.13a shows an STM image of two molecules, being in S- and P-state, respectively. The corresponding AFM image reveals that the molecule in the S -state
appears brighter than the one in the P-state, indicating a relaxation of the molecule away from the surface upon switching (see Figs. 7.13a,b). Further, the S-type
molecule appears brighter at the bottom-left part of the perylene unit, indicating a
slightly asymmetric relaxation. The fact that the P-type molecule does not show an
asymmetry rules out asymmetric imaging properties related to the tip or an incorrect
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plane subtraction.
The D-type PTCDA molecule appears to relax even more away from the substrate,
as can be concluded from a comparison of the D-type- to the P-type molecule
(Figs. 7.13c,d) and the S-type molecule (Figs. 7.13e,f). Whereas the AFM contrast of
the P-type molecule’s perylene unit is almost homogeneous - the four outer rings are
fully visible at a moderate contrast of the central ring - there seems to be a faint difference for the switched molecules (most clearly for the D-type molecule in Fig. 7.13j,
where only the peripheral part of the four outer rings is visible). Furthermore, those
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images indicate that, for switched molecules, the central ring of the perylene unit
appears more distorted (i.e. elongated) in direction of the short molecular axis.
It was found that especially D-type molecules are very mobile, which has been
utilized to laterally manipulate the left molecule close towards the right one (see
Figs. 7.13g,h) [184]. To this end, the tip was placed at the edge of the molecule,
opposite to the side the molecule was intended to move, and the voltage was ramped
up with open feedback loop until a sharp step in the current was observed. Even
though both molecules appear in-gap like in the STM image, indicating that both
molecules had become D-type after the manipulation, subsequent images indicate
that the left molecule is S-type, and the right one D-type, instead (Figs. 7.13i,j). So
far, reverse switching of a single molecule (from D- to S -state or S - to P -state) could
not be achieved, but experiments on PTCDA islands demonstrated that switching
other molecules instead, is possible. Hence, it is likely that Figs. 7.13g,h shows one
molecule being in S -state, the other being in D-state. The fact that both molecules
have an in-gap appearance is inferred to be caused by gating. Such gating effects
were observed for the case of local charges in close vicinity [99, 100, 170], suggesting
that the switching involves a charging of PTCDA.
Further, those images reveal that the angular alignment with respect to the NaCl
substrate can change upon switching. Such differences in the adsorption geometry
might affect the vertical relaxations of a molecule, additionally.

7.6 Proposed mechanism for the switching of PTCDA
In this section, a tentative model for the physical mechanism behind the observed
switching of PTCDA is proposed. The suggested mechanism is based on the observations in STM and AFM data of single molecules and molecular islands, presented in
this chapter. Before introducing the model, the key observations of those experiments
are briefly summarized:
In molecular islands...
 Switched molecules undergo structural relaxations. Depending on their environment, these relaxations appear either symmetric or asymmetric with respect
to the long molecular axis.
 Other close-by switched molecules can cause strong asymmetric relaxations,
where probably corner oxygens of anhydride groups become visible in the AFM
contrast.
 Neighboring switched molecules can cause a switched molecule to toggle between two geometric configurations.
 In S-type molecules, one of the anhydride groups within a molecule appears
darker in AFM contrast. For D-type molecules, both anhydride groups appear
darker.
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 Typically, switching does not occur below V ≈ 2.7 V.
 Switching causes energy level shifts of PTCDA > 0.5 eV. Also, the states of
neighboring molecules can be shifted, possibly due to gating.
 The switching seems to be irreversible, but molecules can be restored at the
cost of switching other molecules within an island.
 Switching a molecule causes a shift in the LCPD, in line with an additional
negative charge at the molecule.

For individual molecules...
 Whereas the HOMO is inaccessible for pristine PTCDA, it can be accessed for
switched molecules. In general, molecular levels shift upward in energy upon
switching.
 AFM images indicate that the perylene core is relaxed upward in S-type molecules and further upward more in D-type molecules.
 Asymmetries in the relaxations can observed but are more difficult to interpret
compared to molecules within islands.
 Molecules in S -state and D-state are more mobile than in P -state, especially Dtype molecules frequently move during measurements. Molecules often change
their adsorption position upon switching from S - to D-state.
 Gating [99, 100, 170] can be observed if other switched molecules are in close
vicinity, which could be a hint for the presence of a local charge.
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Figure 7.14: Proposed model for the switching mechanism of PTCDA on
NaCl/Au(110). a Pristine molecule (P-state) . b PTCDA in S-state:
an electron is localized at an oxygen of on anhydride group and hence
PTCDA is singly negatively charged c PTCDA in D-state: a further
electron is localized at an oxygen of the other anhydride group. PTCDA
is now doubly negatively charged. The corresponding charge states are
given by the numbers in circles. Occupied states (filled) and unoccupied
states (dashed).
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Figure 7.14 shows the suggested mechanism behind the switching for an individual
PTCDA molecule, based on the above observations. Pristine PTCDA is neutral for
this substrate system and its LUMO is indicated as dashed blue dumbbell shape in
Fig. 7.14a.
Upon switching once (from P- to S -state), an electron gets localized at one of the
oxygens of one anhydride group, indicated as filled red circles in Fig. 7.14b. Experimental support for the possibility such of a localized charge in PTCDA is provided by
a study by Wagner et al. [185]. There they showed that a PTCDA molecule, which
was bonded to the tip with one of its corner oxygen atoms, acts as a chargeable
atomic-scale quantum dot. This was justified by the fact that the PTCDA frontier
orbitals have a low density at the corner oxygens, and hence, the frontier orbitals
can be considered as isolated from the tip [185]. In reverse this could also rationalize
a charge localization at an oxygen of PTCDA due to the strong interaction with
the ionic surface. For symmetry arguments, the two corner oxygens of an anhydride
group should have degenerate states for PTCDA adsorbed on a surface.
Furthermore, the low relative distance of the oxygens of ≈ 4 Å could imply a strong
tunnel coupling [116, 170], which could rationalize the fuzzy appearance of switched
PTCDA molecules in experiments. Such a model could also explain the asymmetric
relaxations of some switched PTCDA molecules in an inhomogeneous environment.
For example, another close-by switched (and thus charged) molecule can break the
symmetry of the environment, thereby lifting the degeneracy of the two oxygen states.
In such a case, the tunnel coupling can be reduced or suppressed, causing less fuzzy
imaging and a more asymmetric appearance of molecules in STM and AFM.
In order to stabilize an excess charge in a molecule on a thin insulating substrate, the
state has to shift below the Fermi level of the substrate upon occupation. Otherwise,
the excess electron would simply escape into the substrate. The fact that switching
occurs only at large bias voltages (≥ 2.7 V) requires a similarly large energetic shift
of the localized state due to reorganization energy (polaronic shifts).
For example, the hole reorganization energy for an individual naphthalocyanine molecule on NaCl was determined experimentally and theoretically in the range of
1 eV [60]. A theoretical study by Manke et al. predicts that the more localized a
charge is, the larger the reorganization energy is [59]. Considering the strong spatial
confinement of an excess electron on an anhydride group’s oxygen, compared to being
delocalized over the entire molecule, makes a large energetic shift conceivable.
The fact that the degree of spatial charge confinement influences the magnitude of
the reorganization energy can qualitatively be also derived from comparison of hysteresis widths in charging experiments of single Au atoms (very local: large hysteresis
width of ≈ 1 V [7, 11, 31]) to CuPc molecules (delocalized over the entire molecule:
small hysteresis width of ≈ 0.3 V [8, 71]). However, it must be noted that the hysteresis width also depends on the tip-sample distance. In fact, the tunneling current,
which predominantly determines the data acquisition height, is on the order of few
pA in all those charging experiments and hence the experimental conditions should
be comparable.
When switching a second time (from S- to D-state), an oxygen at the other anhydride
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group also hosts an electron, and the molecule becomes two times negatively charged
(Fig. 7.14c). STS of doubly-switched PTCDA reveals a further level shift in line with
an additional negative charge. This switching mechanism is considered to be fully
analogous for PTCDA within islands. The presence of two excess electrons at one
anhydride group seems unlikely because the presence of one electron is expected to
raise the energy for adding another charge (i.e. due to Coulomb repulsion) in close
vicinity.
Even though the picture of charge stabilization due to polaronic shifts seems to agree
with our experimental observations, we can not fully exclude other possible origins
for the switching: For example a chemical bond breaking could be induced by the
voltage pulses that were used for switching [186–189].
It is conceivable that such a bond breaking could also lead to a change of the charge
state. However, the frontier orbitals do not change their occupation upon switching,
which makes a charging due to bond breaking improbable.
Further, the question arises, how the vertical relaxations of the perylene unit away
from the substrate can be related to a relaxation of oxygen towards the substrate.
This could be rationalized as follows: An additional electron at a corner oxygen
could possibly change the bond character of the carbon-oxide bond and cause a more
sp3 -like (non-planar) bond character of the adjacent carbon. Hence, as the oxygen
moves towards the surface, the perylene unit is bent away from the surface.
Further, if the switching is related to charging, one would intuitively expect that the
charges in close-by molecules are located as far as possible from each other. Based
on the observed molecular relaxations within islands in Fig. 7.8a, this would indicate
that the charge is located at the side, where the perylene united relaxes most away
from the surface. In contrast, in molecules that relax strongly asymmetric, it appears
as if the corner oxygen becomes visible in AFM images, which seems to contradict the
above argument of a change in bond character. However, mutual interactions between
molecules and the accompanied relaxations might be more complex. Therefore, no
clear answer can be given on where the charge is located and how this relates to the
observed relaxations.
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7.7 Conclusion
In this chapter, we investigated the switching of PTCDA on thin films of NaCl on
Au(110) by means of STM and AFM.
The observed changes in the electronic structure, as well as the structural relaxations
and local variations of the work function upon switching, suggest that the switching is the result of a charge transfer. Also, we observed mutual interactions between
switched molecules, which could support the interpretation of the switching as charging.
A novel mechanism was proposed, namely the stabilization of an excess charge in a
strongly confined state by coupling to substrate phonon modes (polaron formation).
Those results could shed new light on the role and strength of polaronic shifts at
the atomic scale. To test our hypothetical interpretation, density functional theory
(DFT) calculations would be required, to quantify the reorganization energy and to
elucidate the detailed intermolecular structural relaxations, for example.
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In this thesis, various experiments on charging individual molecules and molecules
within molecular islands have been presented. Those experiments allowed us to gain
valuable insights into changes in the electronic structure and the geometric structure
upon charging. Also, those results shed light on the role of reorganization energy in
electron transfer rates and the stability of specific charge states.
In chapter 4, AFM experiments on charging individual copper(II)-phthalocyanine
molecules, adsorbed on a thin NaCl film on Cu(100), were presented.
Making use of their charge bistability on this substrate system, CuPc molecules were
imaged in distinct charge states. We found that the contrast of CuPc in AFM images
changes upon charging with a single electron. We highlighted this contrast differences
by subtracting AFM images of molecules in the neutral state from AFM images of the
same molecules, being singly negatively charged. The observed contrast differences
indicated an inhomogeneous vertical relaxation of the molecule upon charging.
To gain more insight into the detailed relaxations, AFM images were simulated based
on DFT-calculated geometries of the charged and neutral molecule. A comparison
of experimental difference images to simulated difference images in different height
regimes showed a good agreement.
The calculated geometries corresponding to the neutral and anionic state confirmed
that the molecule undergoes an inhomogeneous vertical relaxation upon charging,
where the central unit relaxes towards the surface and the Cu ligand relaxes away
from the surface. The relaxations af the periphery of the molecule were negligible.
Interestingly, we found that the contrast change in AFM images originates primarily
from the geometrical relaxation of the molecule, caused by the interaction of the
charged molecules with the polar surface, whereas the electrostatic contribution itself
to the AFM contrast seems to have only a minor influence on the image contrast.
Further, those experiments demonstrated that AFM is capable of resolving structural
relaxations of a single molecule at the pm scale.
In chapter 6, our results on the investigation of self-assembled PTCDA islands in different charge states, by means of AFM, were presented. Those self-assembled islands
were grown on a > 20 ML thick NaCl layer in order to prevent charge transfer to the
supporting conductive substrate.
We characterized the spatial dependent charging and discharging of a molecular island. We observed that the injection of an electron gives rise to spatial signatures
in the dissipation of the AFM cantilever. We found that this dissipation originates
from a intermolecular charge transfer, which is coupled to the oscillatory motion of
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the tip. This occurrence of dissipation provided experimental access to study the
charge transfer in electrically isolated well-defined atomic-scale structures.
To this end, we imaged islands in distinct charge states. These images revealed that
tip-driven intermolecular charge transfer occurs in most of the charge states, but in
specific charge states the electron distributions within the island can be stable. A
model allowed us to calculate the energies of the possible electron distributions for
different charge states of a specific island, with and without the influence of the tip.
Based on this model, we simulated the electron distributions within the island, in
the presence of the tip. The results, obtained from the model, confirmed our interpretation of the increased dissipation due to tip-induced intra-island charge transfer,
and the simulations could rationalize the observed dissipation patterns.
Moreover, the fit parameters in the model provide us with values for the screening
of charges at the atomic scale.
Finally, we derived the approximate tunneling rate of this intermolecular charge
transfer. The tunneling rates were found to be on the order of 2 · 105 Hz, which is
very low, considering the small intermolecular distances within the self-assembled
islands. The small rate was interpreted as the large tunnel coupling being modified
by polaronic effects. This finding highlights the role of reorganization energy on the
conductance in organic materials.
Notably, those results also provided insight into the distribution of excess electrons
in self-assembled islands in different charge states, and how the interplay of relative
molecular level alignment and mutual charge interactions affect the stability of electron distributions within an island.
In future experiments, one could exploit the charge multistability of metal atoms
on an insulating surface [31, 51] and use them as switchable external gates [99, 100].
This opens up the possibility to systematically study the role of external influences
on the distribution of excess electrons within a charged island.
Furthermore, such molecular structures could be used as building blocks for quantum
cellular automata [168].
In chapter 7, STM and AFM experiments on individual PTCDA molecules and selfassembled islands of PTCDA on ultrathin NaCl films were presented. For both cases,
we found that molecules can be switched by applying voltage pulses and that a molecule can be switched up to two times.
We observed that this switching leads to changes in the electronic properties and geometric rearrangements of a molecule. It was found that the dI/dV peaks of molecules
shift by > 0.5 V to larger voltages per induced switching event, and that switched
molecules might gate the levels of neighboring molecules.
Further, we observed that the molecules undergo structural relaxations upon switching. The observed contrast changes in AFM images indicate that the relaxations can
be quite inhomogeneous and depend on the environment of a molecule.
Also, we observed mutual interactions between switched molecules, which appeared
to influence the geometric relaxations of molecules, and could lead to the toggling of
a molecule between two relaxation configurations.
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Based on these observed changes in the electronic properties, the molecular geometry, and mutual interactions between molecules, we suggest that the molecules can
be charged upon applying voltage pulses, and the switching is the signature of the
charge state transition.
In contrast to other studies of charging single molecules [8, 48–50], our results indicate that the charge does not occupy the delocalized LUMO but seems to be localized
at an anhydride group. We suggest that the charge can be stabilized there, due to a
large polaronic shift, arising from the strong spatial confinement of the excess charge.
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A. Kühnle, and L. Kantorovich. Increasing the Templating Effect on a Bulk Insulator Surface: From a Kinetically Trapped to a Thermodynamically More Stable Structure. The Journal of Physical Chemistry C 120, 17546–17554 (2016).
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