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1 Introduction

The electrons close to the Fermi level of a solid contribute crucially to the material’s

electronic, thermal and magnetic properties. Therefore, manifold methods have

been developed to access the band structure experimentally. Quantum oscillation

techniques have been used already decades ago to characterize the Fermi surface,

e.g. by the de Haas-van Alphen effect [1]. Nowadays, angle-resolved photoemission

spectroscopy (ARPES) is applied to a wide range of materials, especially for low

dimensional sample systems, and reveals the band structure with high energy and

momentum resolution in a broad energy interval constricted to occupied states [2].

A real space access provides the scanning tunneling microscope (STM), that offers to

characterize a specific sample position with high spatial resolution and spectroscopy

for both occupied and unoccupied states. The dispersion of a metal surface state

was obtained by mapping the energy-dependent wavelength of the standing wave

pattern formed by scattering from a defect such as a substrate step or adatom [3, 4].

These oscillations are called Friedel oscillations and are the response of the electronic

system to a perturbation [5]. The Fourier transform of such a pattern gives insight

into the 2D band structure, which is utilized by the quasiparticle interference (QPI)

technique [6].

Particularly intriguing are many-body effects, which make it necessary to describe

the system beyond a single-particle dispersion. So-called self-energy corrections lead

to a renormalization of the band structure. For example, the interaction of electrons

with phonons, i.e. lattice vibrations, causes a characteristic kink in the dispersion

around the Fermi level. This was first imaged experimentally by ARPES on the

Mo(110) surface state [7], and for many other metal surface states characteristic

quantities like the electron-phonon coupling parameter λ, the self-energy Σ(ω) and

the Eliashberg function α2F (ω) were determined [8, 9]. Also the STM can be used

to study such properties of electron-phonon coupling [10–14] and map many-body

renormalizations in 2D systems [15, 16]. With QPI even the characteristic kink

around the Fermi level was resolved in k-space for the Ag(111) surface state [17].
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1 Introduction

The spatial resolution of the STM makes it possible to determine the exact

environment of where the sample is examined without averaging over different

surface domains or defect types, as is the case with ARPES. Furthermore, real space

scattering patterns always contain contributions from both the electronic structure

as well as the scattering properties of the defect. The easiest example is a scattering

phase shift that an electron undergoes due to the scattering process and is included

in the square of the wave function |ψ(r)|2 that is probed. In 2D systems, e.g., the

scattering phase shifts for a single magnetic Co impurity on the Cu(111) [18] and

Ag(111) [19] surface were identified. The combination of both, electron propagation

on the surface and scattering at the adatom, determines the pattern on the surface.

For an interpretation, these contributions have to be distinguished.

In this thesis, we translate such an experiment into three dimensions. We use an

STM to map the real space signature of scattering at a bulk impurity buried below a

metal surface. We will show that this yields access to both the scattering properties

of the subsurface impurity as well as an insight to the electronic structure of the

host, including renormalizations from many-body effects.

The ability of STM to image single subsurface impurities is due to the nanoscale

electron focusing effect [20], which leads to directional electron propagation because

of anisotropies in the host’s band structure. The electrons scattered at the impurity

and propagated to the surface interfere there constructively or destructively. They

show ring-like interference patterns, which are shown for germanium atoms buried

below a Cu(100) surface in Fig. 1.1. The surface signatures of subsurface impurities

are Friedel oscillations, yet, they differ in one key aspect from the scattering patterns

of a 2D surface state. In 2D, the full scattering pattern is imaged at the surface

with multiple oscillations of the same wave. For the 3D experiment, standing wave

patterns develop between each point of the surface and the impurity. Hence, the

STM measurement at the surface acts like a slice in tomography, because it only

maps one point of each Friedel oscillation, but for a different standing wave at each

point of the surface.

Electron focusing experiments were first described for single cobalt atoms in

copper by Weismann et al. [20]. By probing bulk electrons in such measurements, the

anisotropic Fermi surface of Cu could be imaged in real space and later also for the

superconductor Pb [21]. Single and dimer magnetic impurities were characterized as

atomic Kondo systems, revealing their scattering phase shift and the Abrikosov-Suhl

resonance at the Fermi level [22–24].
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Figure 1.1: (a) Experimental setup with a scanning tunneling microscope probing the sur-
face of a dilute surface alloy. (b) Scanning tunneling topography of subsurface
Ge impurities in Cu(100). Spatially extended, oscillating interference patterns
are the electron focusing signal from Ge atoms buried six (left) and three
(right) layers below the surface, respectively. The dark contrasts depict surface-
near impurities. In this thesis, the surface signatures of buried impurities are
used to gain insight into the bulk. (Set point: UBias = 0.1 V, ISet = 0.4 nA).

Here, we present an electron focusing experiment with non-magnetic impurities

buried in Cu(100). Non-magnetic impurities are expected to be spectrally homoge-

neous with resonances only at species-specific energy levels. Thus, we can determine

a scattering phase shift and then functionalize these subsurface defects to study the

bulk propagation. For this, we compare impurities of two non-magnetic species to

distinguish contributions from the impurities and from the host.

For our study, we choose two unequal impurity species. Germanium with an

electronic configuration of [Ar]3d104s24p2 is an sp scatterer and shows a high residual

resistivity for dilute Cu-Ge alloys, as predicted in Linde’s rule [25]. Yet, structurally

it is similar to Cu as it is in the same period of the periodic table and only slightly

heavier. We compare the species with silver1, which is isoelectronic to Cu and also

a transition metal with an electronic configuration of [Kr]4d105s1. Hence, weak

d scattering is expected, but the Ag atom has a 70 % higher mass and is larger than

the host atoms. For a full picture, we describe the data with two theoretical models,

namely a plane wave tight-binding model and furthermore ab-initio calculations2.

1The data for dilute surface alloys of Ag in Cu(100) were recorded by H. Prüser. The comparison
of both non-magnetic species and the analysis with theoretical models was part of this thesis.

2The ab-initio calculations in the full potential Korringa-Kohn-Rostoker Green’s function method
were performed by M. Bouhassoune and S. Lounis at the Forschungszentrum Jülich. In this
thesis, these results were discussed and compared to the experimental data acquired.
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1 Introduction

We find the spectroscopic data of the scattering patterns to be consistent with the

overall Cu band structure, also known from previous electron focusing experiments.

Additionally, we identify band structure renormalizations around the Fermi level that

we attribute to electron-phonon coupling. Corresponding to the characteristic kink

in momentum space, we detect a peculiar bending of the interference pattern at zero

bias. Implementing a self-energy into the tight-binding model proves to reproduce

the features found in the experimental data. Hence, within the interference patterns

of buried non-magnetic atoms, we find the real space signature of many-body effects

incorporated into the band structure. Using this approach, we can combine the

atomic precision and the ability to resolve occupied and unoccupied states of an STM

with the characterization of collective excitations within a bulk system by means of

a single buried impurity atom.

This thesis is organized as follows, with the respective chapters discussing in

depth the topics introduced here in the context of the literature. In Chap. 2, the

techniques of scanning tunneling microscopy and spectroscopy are presented. Chap. 3

is dedicated to electron propagation and scattering in Cu. The electron focusing effect

and previous experiments for 2D and 3D systems are reviewed, before the Green’s

function method is introduced with its implementations by the tight-binding model as

well as the ab-initio calculations. Furthermore, the contributions of different electronic

orbital characters to the focusing patterns are discussed. Finally, the fundamentals

of electron-phonon coupling including previous experiments that quantified these

many-body effects are presented. In Chap. 4, the sample preparation process of

dilute surface alloys is explained. Moreover, the scattering mechanisms that lead

to the impurities’ residual resistivity are introduced. Subsequently, in Chap. 5, the

topographic surface signatures of non-magnetic impurities in Cu(100) are presented.

A single effective scattering phase shift is used to describe the patterns of both Ge

and Ag and discuss deeply buried impurities. In Chap. 6, the spectroscopic data as

real space signature of the host’s band structure is examined and compared with the

ab-initio calculations. The renormalization around the Fermi level can be described

by an electron-phonon coupling parameter, which is discussed in the context of the

literature. Finally, the most important findings of this thesis are summarized.
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2 Scanning Tunneling Microscopy

The invention of the scanning tunneling microscope (STM) in 1982 revolutionized

surface science and the whole field of condensed matter physics [26, 27]. For the

first time, structural and electronic information could be recorded simultaneously

on the atomic scale. Hence, it just took four years for the Nobel committee to

award half of 1986’s Nobel prize to Gerd Binnig and Heinrich Rohrer of IBM Zurich

’for their design of the scanning tunneling microscope’. In this thesis, we use as

main measuring instrument the surface-sensitive STM, extending its typically known

capabilities to exploring 3D bulk properties with atomic resolution.

Over the years, various techniques were implemented into STMs, exceeding ’sim-

ple’ measurements of structural information by topographies. Scanning tunneling

spectroscopy, explained in detail below, offered access to the energy-resolved density

of states on the nanometer scale. In inelastic electron tunneling spectroscopy (IETS),

sudden changes in the measured local density of states are attributed to inelastic

tunneling processes, which reveal the vibrational modes in adsorbed molecules or

surface phonon energies [28]. Spin-polarized STM (SP-STM) uses a ferromagnetic

tip that favors electrons of a given spin orientation depending on an applied magnetic

field [29]. It allows to detect the magnetization of surface structures and, in combi-

nation with IETS, enabled the investigation of a single-atom spin-flip on a surface

and measuring its Zeeman energy [30]. Over the last decade, different ways to inves-

tigate dynamics with an STM were developed via pump-probe measurements. An

all-electronic approach, with pump-probe pulses by the bias voltage, could measure

the electron spin relaxation time of individual atoms on the surface [31] and paved

the way of the field of electron spin resonance (ESR) STM [32] that can characterize

atomic magnetism with very high energy resolution. Optically driven pump-probe

schemes have to compensate for thermal instabilities due to energy transfer into the

junction which were tackled by THz-STM or shaken-pulse-pair-excitation (SPPX)

[33–35]. Less common, but not less powerful, is scanning tunneling potentiometry

(STP) [36–38] which maps the electrochemical potential at each position of the
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2 Scanning Tunneling Microscopy

sample. By applying an external transport field, transport properties, e.g. of the

two-dimensional material graphene, can be investigated [39–41]. STP can also be

implemented in multi-tip STM setups where a cross voltage is inserted locally by

two additional tips. These, and many more, experimental techniques can be applied

by STM which proves to be a versatile tool to investigate a multitude of physical

properties on the atomic scale. The atomic force microscope (AFM) that measures a

force between tip and sample instead of a tunneling current, opens up even further

paths for the investigation of nanostructures [42].

In this chapter, first the basic concepts and theoretical principles of scanning

tunneling microscopy including the role of the tip as probe are briefly explained.

Consequently, the measurement modes of scanning tunneling microscopy and spec-

troscopy as well as apparent barrier height are described as they are most relevant

for the presented data. Finally, the experimental setups employed in this thesis are

briefly introduced.

2.1 Theoretical Principles

Scanning tunneling microscopy is based on the quantum-mechanical tunneling effect.

In classical physics, a particle cannot overcome a potential barrier if it has a lower

energy than the potential. In quantum mechanics, there is a finite probability that

the particle will pass to the other side of barrier. The wave function is only partially

reflected and an evanescent wave decays within the potential until it is transmitted

through the barrier.

This effect is exploited in an STM. An atomically sharp tip is brought very close

to the surface of the sample with a vacuum (or atmosphere) barrier in between. The

distance is chosen so small that the wave functions of both sides of the junction

overlap. With a bias voltage applied, electrons can tunnel through the barrier

creating the tunneling current which is the central quantity of measurement.

In the following, we will outline only briefly the fundamental theoretical principles

to describe the tunnel current. For more detailed explanations, please refer to one of

the many textbooks that have covered the topic [43–45].

Already in 1961, two decades before the invention of the STM, John Bardeen

published calculations for a planar tunneling junction [46]. He introduced a transfer

Hamiltonian approach in which a current IT is generated, when a voltage V is applied

6



2.1 Theoretical Principles

between both sides of the junction:

IT =
2πe

~
∑
µ,ν

[f(Eµ)− f(Eν)]|Mµν |2δ(Eν + eV − Eµ) (2.1)

The transition matrix element Mµν describes the transfer probability between two

states for a wave function ψµ in the sample and a wave function χν in the tip:

Mµν = 〈χν |H|ψµ〉

=
~2

2m

∫
S

(ψµ∇χ∗ν − χ∗ν∇ψµ) · dS (2.2)

The Fermi distributions f ensure tunneling from an occupied to an empty state while

the delta distribution δ(Eν + eV − Eµ) selects only those pairs of wave functions

that interact in an elastic tunneling process.

For small bias voltages V and low temperatures, for which the Fermi distributions

are replaced by step functions, the expression for the tunneling current is simplified

to

IT =
2π

~
e2V

∑
µ,ν

δ(Eν − EF )δ(Eµ − EF ). (2.3)

In 1983, Tersoff and Hamann extended Bardeen’s theory by introducing an STM

experiment’s geometry into the calculations. They assumed an s-wave function for

the tip [47]. With this additional approximation, the tunneling current reads

IT =
∑
ν

|ψν(~rt)|2δ(Eν − EF ) := ρ(~rt, EF ) (2.4)

with ~rt being the center of the s-wave as position of the tip. The tunneling current

is given by the sum over all states at the Fermi level of the sample at the spatial

position of the tip. This is equivalent to the Local Density of States (LDOS) ρ(~rt, EF )

of the sample at the tip’s location.

Making these theoretical concepts available for other energies than the Fermi

level, Hamers employed an integral approach that made use of the Wentzel-Kramers-

Brillouin (WKB) approximation [48]. The tunneling current is then given by an

integral over all states between the bias voltage V and the Fermi level, i.e., those

7



2 Scanning Tunneling Microscopy

states that are available for a tunneling event:

IT =

∫ eV

0

ρsample(x, y, E)ρtip(−eV + E)T (E, eV, h) dE (2.5)

Here, ρtip denotes the tip density of states and the term ρsample is the LDOS of

the sample for the energy E at the lateral position (x, y) of the sample’s surface

(z=0). The energy is given in reference to the individual Fermi level with eV < 0 for

negative sample bias, i.e., when electrons tunnel into the sample. In this expression

(Eq. 2.5), the dependence on the tip-sample distance h is included in the tunneling

transmission probability T which is approximately given by

T (E, eV, h) = exp

(
−2
√

2m

~
· h ·

√
φsample + φtip

2
+
eV

2
− E

)
(2.6)

with the sample’s and tip’s work functions denoted by φ. In this term the exponential

dependence of the tunneling current to the tip-sample distance h is obvious. It

enables scanning tunneling microscopy to resolve real space structures with picometer

resolution.

2.2 Scanning Tunneling Microscopy

2.2.1 Measurement Modes and Data Analysis

The most important part of an STM is the tip which is brought as a probe to a

surface with subatomic precision in all spatial directions. At each data point the

tunneling current and the position of the tip is recorded. As it is a scanning tunneling

microscope, the data is acquired by raster-scanning the sample. Line by line a ’profile’

of the surface with trace and retrace is recorded.

Two basic measurement modes are available in scanning tunneling microscopy, the

constant height and the constant current mode. The constant height mode is simpler,

as the tip height is left constant during tip movement in (x, y). In this scheme, the

information about the sample is contained in the recorded tunnel current. However,

due to the exponential decay of the tunneling current, this mode is only useful on

flat surfaces.

More commonly used is the constant current mode. It makes use of a feedback

loop that controls the tip’s height so that a specific set-point current is obtained.

8



2.2 Scanning Tunneling Microscopy

Depending on the set bias voltage, the height value h is recorded for each surface

position (x, y). The resulting topography data is not only given by the surface

morphology, but also electronic contrast because of varying LDOS over the surface.

A line scan in constant current mode represents a profile of constant LDOS at the

position of the tip.

Figure 2.1: STM constant current topographies of Cu(100) surface. (a) Topography
of 3.5×3.5 nm2 with surface signature of a Ge impurity buried in the 5th

crystal monolayer below the surface imaged with setpoint (U = 50 mV, I =
300 pA). The sensitivity of an STM is demonstrated by the well-resolved
purely electronic contrast of only 2.5 pm in height and laterally by the features’
diameter of 1.5 nm. (b) Topography of 1.9×1.9 nm2 with atomic resolution of
the Cu(100) surface. Each bright spot corresponds to one Cu atom. A unit
cell of the crystal lattice (red) and the surface lattice (green) are labeled.

An example for STM topography data is depicted in Fig. 2.1(a). It shows the

surface signature of a Ge impurity buried in the 5th monolayer below the Cu(100)

surface. Due to interference of electrons at the surface (for more details, see next

chapter) ring-like protrusions and depressions of a few picometers of electronic

contrast are found. In comparison to the height of a crystal step of 181 pm the

differences in height are only 1.4%.

In the analysis of topography data, the images of Cu(100) surfaces are rotated so

that the horizontal and vertical axes match the crystal [010] and [001] directions,

respectively. The crystal axes are identified via constant current topographies with

atomic resolution, of which one example is shown in Fig. 2.1(b). Every bright feature

corresponds to a Cu atom. A crystal unit cell with the lattice constant aCu = 361 pm

[49] is marked in red and a surface unit cell (asurf = 255 pm) is labeled in green.

For every collection of data sets, the lateral lengths and heights are calibrated

by comparison with the distances of atomic resolution and crystal step heights,

9



2 Scanning Tunneling Microscopy

respectively. This is necessary because the constants of the piezoelectric elements of

the STM head, which relate the applied voltage with the measured distances, show

dependence on temperature and lifetime as well as position-dependent non-linearities.

2.2.2 Role of the Tip Orbital

When interpreting the tip height in the presented topography data, it is assumed that

changes in the tunneling current correspond to variations in the sample’s LDOS as

described in Eq. 2.5. The model underlying the formula assumes an s-wave function

for the tip which is, in more detail, a too simple approximation for the imaging

mechanism in an STM. Although an s-wave tip images the sample’s LDOS because

of its radial symmetry, its spatial extent is too large to resolve atomic resolution at a

metal surface [43].

Chen has investigated the consequences of different tip wave functions on the STM

data [50]. In Tab. 2.1 the real tunneling matrix elements for different tip states are

given. For s and dz2 wave functions (with z being the direction perpendicular to the

sample surface), the matrix element leads to imaging ψ2, i.e. the sample’s LDOS.

For other orbitals, e.g. px or pz, Chen found the so-called derivative rule. Then, the

tunnel current is proportional to the derivative of the LDOS, e.g. for a px tip orbital

I ∝ ∂
∂x
ρS.

The dz2 component enables enhanced image corrugation including atomic resolution

due to a more spatially confined tip orbital while maintaining a tunneling matrix

element that senses the sample’s wave function and no derivative [51, 52]. In STM

experiments, mostly PtIr or, like in our setup, W tips are used. These materials

are especially well-suited to achieve atomic resolution because they mainly possess

d electrons at the Fermi level and tungsten surfaces are known to host dz2 states.

One lobe of the dz2 orbital is oriented towards the sample’s surface and contributes

– due to the tunnel current’s exponential decay – more strongly than the orbital’s

surface-averted lobe or other orbitals, like dzx or p, which are pointing in other

directions or are not as close to the surface. In a simplified approximation, this mix

of orbitals, dominated by a LDOS-imaging dz2 tip wave function, can be described

by an s-wave function.

In this thesis, it will be sufficient to assume the STM’s tip as s-wave function as

we only analyze data sets where we can ensure from symmetry arguments that we

are measuring the sample’s LDOS. In the literature, e.g. by Gross et al. [53], different

orbitals were explicitly used in order to obtain high resolution data on pentacene
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2.2 Scanning Tunneling Microscopy

Tip state Matrix element

s γψ(r0)

px γ ∂ψ
∂x

(r0)

pz γ ∂ψ
∂z

(r0)

dzx γ ∂2ψ
∂z∂x

(r0)

dz2− 1
3
r2 γ

(
∂2ψ
∂z2
− 1

3
κ2ψ

)
(r0)

Table 2.1: Real tunneling matrix elements for different tip wave functions. The prefactor
γ is a constant defined as γ := 2πC~2/(κm) with decay constant κ determined
by the work function, electron mass m, and C as coefficient of the spherical-
harmonic expansion of the tip wave function. Taken from [43].

molecules. As an s-wave-like probe they used PtIr tips that have been prepared by

controlled contact with the Cu(111) surface and for p-wave tips they functionalized

their tips with single CO molecules. In this manner, they could map LDOS images,

derivative images, and images taken with a mix of orbitals. A tungsten wire (with

possibly additional Cu atoms) was used as well in order to investigate the same

molecules with an s-like tip [54].

If a state with magnetic quantum number m 6= 0 dominates the tip, then the

atomic corrugation of metal surfaces can even appear to be inverted due to terms

in the tunneling matrix elements mapping the derivative of the LDOS [55]. These

changes can happen even during one scan due to spontaneous changes in the atomic

structure of the tip or the chemical identity of the apex atom. We also obtained such

an apparent inversion of contrast in subsequent scans at the same sample position,

as presented in Fig. 2.2. The instability of the tip is reflected in the abrupt changes

in the images that correspond to tip structure modifications (different heights in the

scans have been removed in post-processing). One finds for Fig. 2.2(a) and Fig. 2.2(b)

very good agreement, if one of both scans is inverted. It is likely, that an adatom to

the tip’s apex caused these different orbital imaging conditions.

For this thesis, the imaging conditions are crucially important, as for both to-

pography and spectroscopy, we work at the resolution limits of the experimental

setups. This is why for all measurements the tip is treated for obtaining stable

imaging conditions mapping the LDOS of the sample which can be verified by the

lateral resolution and the pattern’s symmetry. As tip preparation, the tip is exposed

to pulses of the bias voltage of up to 9 V and is carefully dipped into the crystal
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2 Scanning Tunneling Microscopy

Figure 2.2: Topography inversion for surface signature of Ge impurity in 3rd layer buried in
Cu(100). Both images are recorded at the same set point (U = −100 mV, I =
500 pA) and same position in immediately subsequent data sets. (a) Regular
LDOS surface pattern as mapped by an s-like tip. (b) Inverted surface
signature as mapped by a tip dominated by (m 6= 0) states with tunneling
matrix elements comprising derivatives of the LDOS. The assignment of
’correct’ and ’inverted’ topography is based on reproducibility and stability
of the measurement.

by controlled z-movements, until reproducible imaging conditions with high lateral

resolution are reached.

2.3 Scanning Tunneling Spectroscopy

2.3.1 Fundamentals

Since the early years of STM, its capabilities were regularly extended to further

applications by new measurement modes and techniques. Special about scanning

tunneling spectroscopy (STS) is its capability to record topographic and electronic

information simultaneously on the atomic scale. Other techniques are often limited to

either occupied or unoccupied states or are averaging over larger sample regions. For

example, it was possible to disentangle spatially the electronic information detected

by angle-resolved photoemission spectroscopy on Na2IrO3 by means of STS to two

different surface reconstructions [56].

The simplest extension of regular constant current mode measurements are multi-

bias topographies. Within one data set, each pair of trace and retrace is recorded with

different bias voltages. As all states from the Fermi energy up to the bias voltage

contribute to the topography, the comparison of the line profiles contains information

12



2.3 Scanning Tunneling Spectroscopy

about the sample’s electronic structure. Because the data is recorded for different

voltages line by line, disturbing factors like thermal drift are minimized.

More elaborately, scanning tunneling spectroscopy reveals the energy-dependence

of the sample’s LDOS(E) in the current-voltage characteristic, namely dI/ dV (V ).

This is described by the derivative of Eq. 2.5 using Leibnitz’s rule [48]:

dI

dV
(V, x, y, h) ∝ρS(x, y, eV )ρT (0)T (eV, eV, h)

+

∫ eV

0

ρS(x, y, E)ρT (E − eV )
dT (E, eV, h)

dV
dE (2.7)

Here, ρS denotes the LDOS of the sample while the expression is simplified by

assuming a constant DOS of the tip ρT . For sufficiently small bias voltages V , also

the transmission probability T is constant. Then the second term vanishes and the

differential conductivity dI/ dV is proportional to the sample’s LDOS at a specific

position and energy:

dI

dV
(V, x, y, h) ∝ ρS(x, y, eV ) (2.8)

In this thesis, STS is used to describe the surface signature of buried impurity atoms.

This is why we analyze not so much the electronic structure of the crystal surface

itself, but rather its change due to the subsurface scatterers. For this, we subtract

the background differential conductivity dI0/ dV of the pristine crystal surface (often

averaged over a larger surface region):

∆dI

dV
=

dI

dV
(x, y, V )− dI0

dV
(V ) ∝ ∆ρS(x, y, eV ) (2.9)

Hence, we measure the change in the LDOS with respect to the unperturbed surface.

In the experiment, for STS the tip is adjusted at one measurement point (x, y) to

the set point (VB, Iset) and the feedback loop is opened. Then, the bias voltage VB is

ramped through the set range, while the current I is recorded. Thus, one obtains an

I(V ) curve for every point of the surface and the derivative dI/ dV (x, y, V ) can be

obtained numerically.

In Fig. 2.3 an exemplary STS data set is shown for the pristine Cu(100) surface

measured with a W tip. In the I(V ) curve, shown in (a), a linear behavior around

zero bias is found which is typical for a metal. For higher voltages the current

increases more strongly, although the material’s LDOS is approximately constant.
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2 Scanning Tunneling Microscopy

Figure 2.3: Exemplary STS data for pristine Cu(100) measured with a tungsten tip. (a)
I(V ) curve. (b) Differential conductivity dI/ dV .

This is because of an increased transmission probability T which leads to a steeper

current-voltage characteristic. For a metal, for which the LDOS around the Fermi

level is approximately constant and, hence, the I(V ) curve linear, an additional cubic

factor is introduced for higher voltages. Furthermore, the strong increase in dI/ dV

for V < −2 V is not related to the transmission and can be explained by the onset

of the Cu d band.

In order to cancel contributions of an energy-dependent transmission T , Feenstra

introduced a normalization of the differential conductance dI/ dV by the conductivity

(I/V ) [57, 58]. However, as we investigate features close around the Fermi level, this

normalization is not applied for the data of this thesis. Instead, in order to deal with

various tip heights at different positions of the measurement, we run a topography

normalization with the apparent barrier height, as explained below.

2.3.2 Lock-in Technique

Generally, for the analysis of STS data, one could take the values of a recorded

I(V ) curve and calculate the numerical derivative. However, the tunnel current

contains noise that follows a 1/f -law, with f being the frequency within the current

signal. In order to obtain a useful signal-to-noise ratio, one would have to average

over long times for every data point. As the measurement of an STS map can easily

take hours, this is not a suitable way. Instead, we use a lock-in amplifier for acquiring

STS data.

With the lock-in technique, an AC modulation voltage Vmod = V 0
mod sin(ωmodt) is

added to the bias voltage at every step while ramping through the I(V ) curve. This

voltage Vmod causes a modulation with identical frequency ωmod in the tunneling

current I. By multiplying the resulting tunneling current with the modulation voltage
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2.3 Scanning Tunneling Spectroscopy

Figure 2.4: Comparison of modulation voltages in lock-in assisted STS on Cu(100).
Single dI/ dV spectra at the same position with varying modulation voltages
(Vmod = 2...100 mV). Other parameters like ωmod = 2 kHz, bias voltage step
size (Vstep = 25 mV), number of oscillations per bias step (N = 10) and set
point (V = −1.5 V, I = 0.7 nA) are kept constant. Each curve is an average
over 100 spectra. Higher modulation voltages lead to less noise at the expense
of resolution for small energetic features.

as reference signal, the lock-in amplifier gives direct access to the first derivative of

the I(V ) curve:

dI

dV
(V ) =

2

V 0
modτ

∫ τ

0

sin(ωmodt+ ϕ)I(t) dt (2.10)

Here, τ is the integration time of the measurement and the sinusoidal oscillation is the

reference signal including the phase shift ϕ. This equation is an approximation that

holds if for every probed bias voltage the differential conductivity is approximately

linear in an interval [V − V 0
mod, V + V 0

mod], which is true for the metallic system of

Cu. A more thorough mathematical description of the lock-in technique and its

implementation in our setup can be found in other works [59, 60].

In our experiment, we use ωmod = 2 kHz as modulation frequency. For such

frequencies, the noise in the tunneling current is substantially reduced. We further

improve signal-to-noise ratio by using a bandpass-filtered signal (’ISO-Out’) as input

for the lock-in amplifier. The choice of modulation voltage amplitude Vmod influences

the data obtained as dI/ dV . While a larger modulation voltage leads to a stronger

15



2 Scanning Tunneling Microscopy

signal, for small modulation voltages also features on small energy scales can be

mapped. This is visualized in Fig. 2.4 where the results of the same measurement

are shown for different modulation voltages. Energetically confined structures like

the step at zero bias are smeared out for high modulation voltages.

In a lock-in assisted measurement, the effects of the capacitance of the setup,

electronic wiring, and the tip-sample system have to be taken into account. This

’capacitive cross talk’ from ωmod leads to an additional signal in the lock-in dI/ dV

output – almost independent of energy, but in the same order of magnitude or

higher than the sample’s signal – which is also present if the distance between tip

and sample is too large for a tunneling current. This can be exploited to obtain

undisturbed data: before the measurement, the tip is retracted 10 nm and a lock-in

spectrum is acquired. Then, the phase shift is adjusted, so that the capacitive signal

vanishes in the lock-in signal (or, for a two-phase lock-in amplifier, in one of the

reference channels sine/cosine). Consequently, for data acquired in tunnel contact,

this channel only contains data from the tunneling current.

In our setup, the voltage modulation is generated by a digital signal processor

(DSP), which also operates as lock-in amplifier. In order to reduce noise collected

during the transmission to the sample, the measurement electronics divide the

modulation voltage by 1:10 just before the output to the sample. A full data set

with typical parameters (200×200 pixel, 10 lock-in oscillations per bias step) requires

several hours to be recorded. As the lock-in technique does not offer an absolute

scale of the data, a scaling factor is calculated from the numerical derivative of the

I(V ) curve to adjust the data scale.

2.3.3 Apparent Barrier Height

In the preceding section, Hamers’ approximation for the tunneling current (Eq. 2.5)

and the tunneling probability (Eq. 2.6) were discussed in the context of constant

current topographies. In another measurement mode, the STM can be used to

obtain the apparent barrier height Φ which is a quantity that describes the energy

barrier that an electron experiences due to the junction and is related to the work

functions φ of both tip and sample [43]. The tunneling probability can be written,

consistent with Eq. 2.6, with the decay constant κ =
√

2mΦ
~ as

T = exp(−2κh). (2.11)
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2.3 Scanning Tunneling Spectroscopy

Figure 2.5: Ge-Cu-alloy islands on Cu(111). (a) Topography (V = 1 V, I = 0.1 nA)
with various crystal steps and approximately triangular shaped islands. (b)
Apparent barrier height map clearly showing two distinct values for pristine
surface and islands.

Solving these equations for the apparent barrier height Φ, one finds

Φ =
~2

8m

(
d ln I

dh

)2

≈ ~2

8m

(
ln(∆I)

∆h

)2

(2.12)

which suggests the experimental access to Φ: the tip is moved by a predefined distance

∆h closer to the surface, usually around 0.5 Å, and the difference in tunneling current

∆I is recorded. With Eq. 2.12 the apparent barrier height is calculated.

An example for a barrier height measurement is presented in Fig. 2.5 with a

topography of Cu(111) with Ge-Cu-alloy islands on its surface and a corresponding

apparent barrier height measurement. For the Cu surface, an average barrier height

of ΦCu = 3.6 eV is measured, while for the islands a value of ΦIsland = 3.3 eV is

obtained. In this data set, this measurement mode allows to distinguish between the

Cu surface and the Ge-Cu-alloy islands. At the steps, the values diverge to smaller

values, which can be explained by two effects. First, the geometry at step edges

leads to a stronger increase of tunneling current when moving the tip towards the

surface (tunneling does not only occur perpendicularly to the surface). Second, the

Smulochwski effect describes the creation of dipoles at steps that originate from the

electronic charge redistribution near atomically sharp surface corrugations in order

to smoothen the abrupt variation of crystal potential [61].

Besides local variation, as the apparent barrier height is a quantity that describes
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2 Scanning Tunneling Microscopy

the tunneling process, it can also change depending on the bias voltage. However, for

metals in an energy interval as small as considered in this thesis, it can be assumed

to be constant. The apparent barrier height comes in handy for the analysis of STS

data as it allows for the topography normalization that is described in the following

subsection.

2.3.4 Topography Normalization

As explained above, the data of an STM measurement is a superposition of surface

morphology and electronic information. While for topography measurements one has

to consider electronic contributions to the height information, the same is necessary

for spectroscopy measurements where height contributions have to be considered in

the electronic dI/ dV signal.

Before every STS measurement, the tip height is adjusted according to the (constant

current) set point (VSet, ISet), which corresponds to the integral of dI/ dV between

V = 0 V and VSet. This causes difficulties for the interpretation of the dI/ dV (x, y)

data which correspond to the sample’s LDOS. In surface regions with a high LDOS,

the tip is retracted in order to maintain the same set point current. Then, although

the electronic structure is different, the spectrum might be similar to a position with

lower LDOS. This problem occurs especially for bias voltages with the same sign

as the set point voltage. For voltages on the other side of the Fermi energy, the

constraint of the set point is not given and therefore the dI/ dV shows more structure.

However, also there the measurement is affected by the tip-sample distance.

A simple, first approach are two measurements of the same surface area with set

points on both sides of the Fermi level. However, this does not compensate for all

effects of the mix of morphologic and electronic structure.

A solution is a topography normalization, which is a projection of the dI/ dV data

to a constant height contour. Every spectrum is multiplied by a scalar factor in

order to appear as if it was recorded in constant height mode. This technique was

proposed by Garleff et al. [62].

The topography normalization is based on the exponential dependence of the

tunneling current on the tip-sample distance, as described in Eq. 2.5. The normalized

spectrum is given, in the spirit of Hamers’ model, by

dI

dV
(V, x, y)|h=h∗ =

dI

dV
(V, x, y) · exp(2κ[h(x, y)− h∗]) (2.13)
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Here, κ is the decay constant, which was introduced in Sec. 2.3.3 and includes

the apparent barrier height Φ. Thus, for the topography normalization an STS

measurement should be accompanied by an apparent barrier height measurement in

order to obtain local data. Alternatively, an average value for Φ can be used.

The described topography normalization is performed for all data sets shown in this

thesis if not noted otherwise. The usage of this tool is only reasonable for structurally

flat surfaces with only electronic contrast in the constant current topography. In

other words, when crystal steps are mapped, a normalization to a constant height is

possible, but not meaningful.

2.4 Experimental Setup

In this thesis, two home-built ultra-high vacuum (UHV) low-temperature (LT)

scanning tunneling microscopes have been used for data acquisition. Both chambers

are equipped with an ion getter pump as well as a titanium sublimation pump in

order to keep a base pressure of p ≈ 5× 10−11 mbar. They accommodate Besocke

type STM heads [63], where three piezo elements, each equipped with four high-

voltage contacts, are used for lateral movement in the (x, y)-plane and an additional

piezo element serves for the z-movement of the tip. Both setups contain tanks

for liquid helium (LHe) and liquid nitrogen (LN2) allowing measurements at room

temperature, T = 80 K and T = 6 K. All data presented in this thesis were obtained

at LHe-temperature (6 K). The systems keep the temperature for times of 18 h and

28 h, respectively, with one filling when operated with LHe. As an STM offers atomic

resolution (the setups used here have lateral step sizes of ∼3 pm and ∼0.12 pm

in height), the systems have to be decoupled from any perturbations from the

environment, like mechanical vibrations. With several damping stages, one setup

even has its own foundation to be separated from the building.

The tips acting as the probes play a very important role in the STM measurement

process. We use electrochemically etched tungsten tips. In a UHV preparation step,

the tips are annealed and sputtered in order to obtain long-term stability as required

for STS measurements, before the tip’s quality is checked by field emission. Further

details of the tip preparation process is found in [64, 65].

The electronics of the setup are controlled by a computer with the measurement

software GoeSTM and two digital signal processors (DSP). The bias voltage as well as

x and y control voltages are operated by 16-bit digital-to-analog converters (DAC),
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2 Scanning Tunneling Microscopy

while the z movement is controlled by an 18-bit DAC. The spatial resolution is further

advanced by the use of high-voltage attenuators at the UHV feedthrough which limit

the total measurement range, but reduce the step size between neighboring data

points. A further description of the electronic setup is found in previous work [37–39].

20



3 Electron Propagation and

Scattering in Cu

The sample systems investigated in this thesis are noble metals with single atoms of

another species buried below the surface. These impurities introduce a perturbation

into the system that is screened by the charge carriers, i.e. the electrons, which are

present with a high density in a metal. In this chapter, we describe the electronic

structure and its response to the perturbation of the impurity. Of special interest is

the electron focusing effect which explains long-range propagation in certain spatial

directions by anisotropies in the host’s band structure and allows to investigate

buried impurities via their scattering patterns at the surface. We use a plane

wave tight-binding model to calculate the electronic structure of Cu and simulate

the experimental surface interference patterns. As a complementary approach,

M. Bouhassoune and S. Lounis at FZ Jülich have performed ab-initio calculations

using density functional theory (DFT) with the Korringa-Kohn-Rostoker (KKR)

method. Another characteristic in the electronic structure of a solid, not limited

to dilute alloys, is electron-phonon coupling. Described as many-body effect with a

self-energy, it leads to a renormalization of the solid’s dispersion.

In this chapter, first, we briefly describe textbook mechanisms of screening in

metals. Subsequently, we review STM experiments from the literature that investigate

scattering patterns in two-dimensional systems, in particular metal surface states.

Thirdly, we introduce the concepts of electron focusing in a three-dimensional bulk

and discuss the hitherto existing experiments that exploit this effect. Then, we

introduce the Green’s function method as the theoretical background of the numerical

calculations before we present the tight-binding model and its application to identify

the contributions from different orbital characters to the Fermi surface and the

interference patterns. Subsequently, the results of the KKR-DFT calculations are

briefly introduced. Finally, we introduce electron-phonon coupling in its many-body

description and review related previous findings from the literature.
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3 Electron Propagation and Scattering in Cu

3.1 Screening in Metals

The charge carriers in a solid respond to perturbations by screening the external

potential. These mechanisms are covered in detail in solid state physics textbooks,

e.g. [66, 67], and are only briefly discussed here. In general, the dielectric function

ε(q, ω) describes how the total potential is modified due to the screening of an

external (perturbative) potential with wave vector q and frequency ω:

Φtotal
0 =

Φext
0

ε(q, ω)
(3.1)

The Lindhard theory [68] describes the screening process by quantum-mechanical

first-order perturbation theory and the random phase approximation. Then, the

dielectric function for a static perturbation (ω = 0) is given by

ε(q, ω = 0) = 1 +
e2

q2ε0

∑
k

f0(k)− f0(k + q)

E(k + q)
(3.2)

with f0 being the Fermi-Dirac distribution function in thermal equilibrium and the

electron dispersion E(k).

A special case in Lindhard screening theory is Thomas-Fermi screening that

describes a static perturbation in the long wavelength limit, i.e. the perturbing

potential changes slowly on the length scale of the Fermi wave length (q � kF ). The

dielectric function is then given with few approximations including a linearization of

the electron density at the Fermi level by

ε(q, 0) = 1 +
D(EF )e2

ε0V

1

q2
= 1 +

k2
s

q2
. (3.3)

Here, ks denotes the Thomas-Fermi wave vector with the density of states D(EF )

ks =

√
e2

ε0

D(EF )

V
. (3.4)

The resulting so-called Yukawa potential is given by

Φtotal(r) =
Q

ε0r
e−ksr (3.5)

which consists of a Coulomb potential and an exponential decay as a function of
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3.2 2D: Surface State Scattering

the distance from the point charge Q. For Cu with a conduction band electron

density of n = 8.47× 1022 cm−3, the corresponding Thomas-Fermi screening length

is λTF = 0.55 Å [67]. This means that in this approximation already at the nearest

neighbor in the Cu fcc crystal lattice (d = 255 pm) the perturbation is almost

completely screened due to the high charge carrier density.

For the static case at T = 0, also the more general Lindhard calculation can be

performed explicitly, yielding

ε(q, 0) = 1 +
e2D(EF )

q2ε0V

[
1

2
+

1− x2

4x
ln

∣∣∣∣1 + x

1− x

∣∣∣∣] with x =
q

2kF
(3.6)

The last term in brackets can be interpreted as the Lindhard correction to the

Thomas-Fermi formula, which becomes relevant for x 6= 0. In this solution, the

dielectric function is not analytical for q = 2kF . It can be shown that this leads for

the screened Coulomb potential of a point charge to an oscillating potential

Φtotal(r) =
1

r3
cos(2kF r). (3.7)

These oscillations are called Friedel oscillations. For the charge, which rearranges

in order to cause the screening effect, a corresponding periodicity is found with ∆n

being the charge difference with respect to the undisturbed surface:

∆n(r) ∝ cos(2kF r + ϕ)

r3
(3.8)

Here, ϕ is a scattering phase shift which is a property of the impurity. The periodicity

in kF is only given by the host. While in the Thomas-Fermi approximation an

exponential term describes the screening, the Friedel oscillations show a long-range

effect on the potential landscape.

3.2 2D: Surface State Scattering

The surface state on the (111) surface of noble metals like Ag, Au, or Cu is a

prototypical system of a 2D electron gas. When electrons are scattered at substrate

steps or single adatoms, standing wave patterns form in the local density of states.

These are Friedel oscillations as response of the electronic system to the perturbation

of the defect. Already in the early days of STM, this phenomenon was imaged

with the famous ’quantum corrals’, illustrating impressively the wave-like nature of
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Figure 3.1: Studying standing wave patterns on Cu(111). (a) Experiment (UB = 10 mV)
and theory of LDOS near EF for a 76 Fe atom ’stadium’ with size 141×285 Å2.
Reprinted by permission from Springer Nature: Nature, Heller et al. [70],
copyright (1994). (b) Spatial dependence of dI/ dV as a function of distance
from step edge at different bias voltages. Inset: surface state dispersion.
Reprinted by permission from Springer Nature: Nature, Crommie et al. [3],
copyright (1993).

electrons [69–72] (Fig. 3.1a). These investigations opened up a wide field of research,

which has been discussed elsewhere, e.g. [73–76], and is here only reviewed more

specifically.

In contrast to momentum space-based techniques like ARPES, resolving Friedel

oscillations with an STM allows for investigations in real space, which makes it

possible to directly link electronic characteristics with local structural properties.

The atomic resolution provides the ability to identify and examine individual features

without averaging over multiple defects or surface structures.

Analyzing the energy-dependent wave lengths in the scattering pattern reveals

the dispersion relation E(λ) and, thus, E(k) [3, 4, 77, 78]. The almost-parabolic

dispersion of the surface state is shown in Fig. 3.1(b). For the oscillations at a step

edge, the amplitude decays with distance from the scatterer even without inelastic

scattering due to the properties of the 2D electron gas. From an additional decay of

the pattern’s amplitude with respect to the model, phase relaxation lengths can be

extracted. They were estimated at the Fermi energy for different temperatures [79]

and with energy-dependence for low temperature [11]. While the energy-dependent

lifetime is interpreted as electron-electron scattering, i.e. interaction of the surface

state with the underlying bulk electrons, the temperature-dependence is considered to
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3.2 2D: Surface State Scattering

Figure 3.2: (a) Constant-current topography (425×550 Å2) of Cu(111) obtained at UB =
−5 mV, T = 150 K, showing a complex pattern of circular waves extending out
from point defects. (b) 2D Fourier transform of the image in (a). (c) Sketch
of the surface Brillouin zone of Cu(111) with the Fermi contour. Reprinted
figure with permission from Petersen et al. [83]. Copyright (1998) by the
American Physical Society.

quantify the interaction with phonons [80]. The scattering patterns also revealed the

electron potential landscape on Au(111), including modulations due to a ’herringbone’

reconstruction [81].

While in the scattering pattern of a single defect, e.g. a step, mostly one dominant

wave vector is analyzed, Fourier-transformed constant-current STM images or STS

data show the full Fermi contour of the surface. This was first performed for the

Friedel oscillations on the Be(0001) [82] and Cu(111) surfaces [83], revealing the

Friedel oscillations’ 2kF wave vector, as depicted in Fig. 3.2. This technique is

termed Fourier-transform STM (FT-STM) or quasiparticle interference (QPI) and

gave insight into more complex 2D band structures of the high-Tc superconductor

Bi2Sr2CaCu2O8+δ [6, 84] and the semi-metal ErSi2 [85, 86]. It was also found

to enable the investigation of the spin character of the quasiparticles with a non-

magnetic STM [87]. QPI has evolved to a standard STM technique to investigate

2D systems concerning band structure, doping level or scattering properties, e.g.

topological insulators [88, 89], transition metal dichalcogenide monolayers (TMDCs)

[90] or graphene [91, 92]. Its importance to detect and quantify band structure

renormalizations due to quasiparticles is later discussed in Sec. 3.8.2.

For the Be(1010) surface, the scattering at surface defects by Friedel oscillations was

found to be anisotropic, which was linked to the two-dimensional band structure [93].

This means that the scattered surface state will not propagate in every direction,
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if the band structure is not isotropic. This finding in 2D will become crucially

important for the 3D experiments of this thesis. The electron focusing mechanism,

as described in Sec. 3.3, relies on an anisotropic electronic structure.

The standing wave patterns of the surface states can transmit long-range inter-

actions between adsorbates [94–96]. This is exploited by the molecular nanoprobe

(MONA) technique, where hot electrons induced by the tip are used to switch re-

motely the tautomerization of single molecules deposited at a different position of

the surface [97, 98].

Finally, the standing wave patterns of surface states can be utilized to characterize

the scattering properties of surface defects, e.g. measuring the phase shifts and

therefore the reflectivity of different facets of substrate steps of Au [4]. As another

example, the Kondo signature of a single surface magnetic impurity on Cu was

analyzed in rigorous detail [18, 19, 99–105], revealing the Kondo phase shift and the

Kondo resonance. This is possible because the scattering patterns always consist of

components given by the scattering event as well as the propagation. In this fashion,

also in the 3D experiments of this thesis we can obtain insights into the scatterer

and the scattered electrons.

3.3 3D: Electron Focusing

Although the STM is a surface-sensitive technique, it can reveal information about

the bulk. For this, the electrons measured at the surface by the STM as LDOS act

as messenger and contain the information from the bulk.

The 2D surface state discussed in the previous section is mostly located at the

surface, but also reaches with its wave function into the bulk where it can interact

with impurities, which was already suggested by Crampin in 1994 [106]. In addition

to the Fermi surface of the surface state, Fourier-STM also revealed selected bulk

contributions, showing two different kF in the spectra. Because of their high k||

component, the parts close to the ’neck’ of the Cu and Au Fermi surface were found

for Cu(111) and Au(111) [107, 108]. Also for Ag(110) certain bulk contributions

could be identified [109]. Recently, QPI was used to characterize the bulk electronic

structure of galena (PbS), which was enabled by its disconnected Fermi surface

without in-plane states at kz = 0 [110].

First investigations with states in three dimensions were performed with quantum

well states and resonances in thin metal films [111, 112]. Depending on the depths
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of the film, the confined states show constructive and destructive interference fringes

at the surface [113] and could be used to map a buried Si-(7× 7) interfacial atomic

lattice [114], to measure subsurface reflection phases [115], or to characterize the

influence of the interface quality for confined states [116].

The surface signature of confined subsurface objects was first found by Schmid

et al. for noble gas cavities in Al(111) [117]. Such Ar bubbles can be introduced

by sputtering and annealing when preparing the surface for the STM experiment.

Later, similar features were found for Cu(111) and Cu(100), which were linked to

an anisotropic electron propagation due to the electronic structure, as it was found

before in transport experiments like ballistic electron emission microscopy [118–121].

The investigation of subsurface nanocavities in Cu was thoroughly continued by

Kurnosikov and co-workers, characterizing their growth [122, 123] as well as the

influence on the surface pattern by the specific shape of the cavity and the anisotropy

of the band structure [124–126]. More recently, subsurface Co nanoclusters in Cu(001)

and near-surface diffusion were investigated [127, 128].

Weismann and colleagues showed that the investigation of a single subsurface

impurity is possible [20]. For this, it was made use of the Friedel oscillations around a

Co atom buried in Cu, which show a strong directionality due to the host’s anisotropic

band structure. This nanoscale electron focusing effect is discussed in detail below as

it is the pivotal mechanism for the measurements in this thesis. The investigation of

point-like defects of single residual sputter Ag and Ne gas atoms buried in Ag showed

how crucially such measurements depend on the properties of the STM tip [129].

The theoretical background of electron focusing was studied [130–132] and dif-

ferent systems were investigated experimentally. Especially the Kondo effect was

characterized at single magnetic atoms, e.g. Fe or Co buried in Cu [22–24]. The

STM enables to investigate the itinerant electrons around such a Kondo system

and the interaction of multiple impurities with atomic precision. Electron focusing

could also be applied to study the two-band superconducting gap of Pb [21] and

spin-filtered Friedel oscillations in thin films [133]. Within this thesis, we will discuss

the signature of non-magnetic impurities.

The electron focusing effect describes the directional propagation of electrons

within a solid due to an anisotropic band structure. An electron has a wave vector k,

but propagates within the solid according to its group velocity that is given by the
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3 Electron Propagation and Scattering in Cu

Figure 3.3: Illustration of the electron focusing effect. (a) For an isotropic isoenergy
contour (blue) the group velocity vectors (green) point in all spatial directions.
The electron propagation is equally isotropic and causes no significant signal at
the surface. (b) For an anisotropic isoenergy contour, the electrons propagate
in distinct directions without decay. The corresponding electronic contrast
can be recorded at the surface by an STM. Figure inspired by [59, 134].

gradient of the band structure:

vgr(k) =
1

~
∇kE(k) (3.9)

The consequences for electron propagation are illustrated in Fig. 3.3. First, we

consider an isotropic isoenergy contour, e.g. the Fermi surface, depicted in Fig. 3.3(a).

Then, according to Eq. 3.9, the group velocity vectors point equally distributed in all

directions and the electron propagation in real space is isotropic. It is a superposition

of all electrons of the given energy and can be described by a spherical wave that

decays with r−1 in 3D, where r is the distance from the starting point. It follows

that hardly any signal is obtained at the surface. For such a system, a perturbation

like an impurity is screened as in the textbook description from Sec. 3.1, i.e., 3D

Friedel oscillations ∝ r−3 are formed.

For an anisotropic isoenergy contour (Fig. 3.3b), flat regions show an accumulation

of group velocity vectors and cause an enhanced electron flux in certain directions.

The electron propagation follows distinct beam-like paths with almost no decay,

so that a signal is found at the surface. Although the depicted anisotropic is an

extreme example, even a simple noble metal like Cu shows electron focusing behavior.

We use this to image at the surface the signal from subsurface impurities. For the

surface pattern of such a scattering center, the incoming and outgoing electron waves

interfere at the surface constructively or destructively, depending on their phase

difference, causing a protrusion or depression.
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3.4 Green’s Function Method

3.4 Green’s Function Method

The propagation of electrons in a solid can be expressed in many-body theory by

the single-particle Green’s function G. It acts as quantum-mechanical propagator

and specifies the probability of a particle to travel from one position x′ to another

position x in a given time t− t′ or to travel with certain momentum k and energy ε.

The applications of Green’s functions are widely spread and are therefore discussed in

depth in the literature, e.g. Mahan’s classic [135], Mattuck’s pedagogical introduction

[136], or more recent textbooks [137–140]. Here, we will focus on the most important

relations that are relevant for the simulations.

3.4.1 Single-Electron Propagator G0

The time-dependent Schrödinger equation determines the time evolution of an

electron’s wave function ψ(t) for a Hamiltonian H:

i~
∂

∂t
ψ(t) = Hψ(t) (3.10)

Two propagators, the retarded Green’s function GR(t) and the advanced Green’s

function GA(t), can be defined with the boundary conditions GR(t) = 0 for t < 0

and GA(t) = 0 for t > 0: (
i~
∂

∂t
−H

)
GR,A(t) = δ(t) (3.11)

More generally, the Green’s function could be defined for any operators Â and B̂. The

single-particle propagator used here is the Green’s function for the electron creation

and annihilation operators ĉ and ĉ†. The propagators act on the wave function,

similarly to the time evolution operator e−iHt, by moving it forward (retarded) and

backward (advanced) in time:

ψ(t) = iGR(t− t′)ψ(t′) for t′ < t (3.12)

ψ(t) = iGA(t− t′)ψ(t′) for t′ > t (3.13)

Here, we are only interested in the retarded Green’s function and will drop the index R.

The index 0 will denote the unperturbed propagator without interactions. From the

Fourier transform of the time-dependent Green’s function G0(t) = −iΘ(t) exp(−iHt),
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3 Electron Propagation and Scattering in Cu

we obtain a formal solution for an energy-dependent propagator G0(k, ε) with wave

vector k

G0(k, ε) =
1

ε− E(k) + iη
(3.14)

Here, the Hamiltonian H is replaced with the dispersion relation E(k) and an

infinitesimally small η is introduced to ensure convergence of the integral. This term

can be expanded for the energies

G0(k, ε) =

∫ ∞
−∞

A(k, ~ω′)
ε− ~ω′ + iη

dω′ (3.15)

with the spectral density function A(k, ~ω). This quantity determines which fre-

quencies and thus energies are most represented for this wave vector. For electrons,

A(k, ~ω) is always positive and acts as probability density following the relation

1 =

∫ ∞
−∞

dω

2π
A(k, ~ω) (3.16)

Even more importantly, by applying the Dirac identity, which reads in simplified

terms

lim
η→0

1

x± iη
= P

(
1

x

)
∓ iπδ(x) (3.17)

with P as Cauchy principal value of an integral and δ as Dirac distribution, the

spectral function can be related with the imaginary part of the propagator by

A(k, ~ω) = − 1

π
ImG(k, ~ω) (3.18)

When we consider the Green’s function in real space, i.e. the propagator that gives

the probability for an electron to move from an position x′ to x, we obtain in spectral

representation with the eigenfunctions Ψk(x)

G0(x,x′, ε) = lim
η→0

∫
k∈FBZ

Ψk(x)Ψ∗k(x′)

ε− E(k) + iη
dk (3.19)

Also this integral over the first Brillouin zone (FBZ) can be approached by the Dirac

identity, similarly to the spectral function in momentum space. Here, the wave

functions act as spectral weight in the summation over k. This yields a link between

30



3.4 Green’s Function Method

the imaginary part of the propagator at one position x and the LDOS, which is

nothing else than an energy-selected sum over the wave function (Eq. 2.4):

ρ(x, ε) =
∑
k

|Ψk(x)|2δ(ε− E(k)) = − 1

π
ImG0(x,x, ε) (3.20)

The specific form of the Green’s function depends on how the electronic band structure

is calculated and thus the chosen model. Two approaches, the tight-binding model

and the KKR ab-initio calculations, will be discussed in the course of this chapter.

3.4.2 Impurity Scattering

So far, we have characterized the free electron propagation within the host with

the propagator G0. In order to describe our experiment, we have to implement the

scattering at the impurity site, too. This is included in the propagator G (without

index) which is called ’dressed’, because apart from free propagation it also contains

these interactions.

Scattering occurs because the crystal potential is perturbed at the impurity by a

potential difference ∆V = Vimp − VCu compared to the host solid. The propagators

for the perturbed system G with Hamiltonian H = H0 + ∆V and the unperturbed

system G0 = (ε−H0 + iη)−1 are connected by the Dyson equation

G = [1−G0∆V ]−1G0 (3.21)

= G0 +G0∆V G (3.22)

If we insert G again on the right-hand side, we can visualize its meaning by expanding

the equation into a Born series of multiple scattering events with ∆V :

G = G0 +G0∆V G0 +G0∆V G0∆V G0 + ... (3.23)

We can simplify the calculation by introducing a scattering matrix T (also called

transition matrix and thus the notation) that connects the states of the perturbed

and unperturbed systems by ∆V |ψ〉 = T |ψ0〉. The Dyson equation then reads

G = G0 +G0∆V G (3.24)

= G0 +G0TG0 (3.25)
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3 Electron Propagation and Scattering in Cu

and the scattering matrix T can be expressed as a series of ∆V

T (∆V ) = ∆V + ∆V G0T (∆V ) (3.26)

= ∆V + ∆V G0∆V + ∆V G0∆V G0∆V + ... (3.27)

This shows that for small perturbations, a first order Born approximation holds and

T ≈ ∆V .

Depending on the calculation, the scattering matrix is expressed differently. In

the following, we present a simpler tight-binding model and show the results of more

elaborated ab-initio calculations in the KKR formalism. In the respective sections,

we discuss the details of these implementations.

3.5 Tight-Binding Model

Our main approach to implement the Green’s function method is a plane wave

tight-binding model. First, the band structure of Cu is calculated and is then used

to determine the single-particle propagator G(x,x′, ε). The model was developed

and described in detail by A. Weismann [134]. In the following subsections, we give

an overview of the most important aspects and refer for the technical details to the

literature. In this thesis, the model was extended for orbital-resolved calculations

and employed to extract an effective scattering phase shift of the impurities. Despite

a few simplifications that will be outlined, the simulations prove to predict the

experimental data accurately while being easily executed on a common desktop

computer using MATLAB.

3.5.1 Band Structure of Cu

The band structure E(k) of Cu is calculated in a tight-binding model using the

linear combination of atomic orbitals (LCAO) technique [141, 142]. The required

parameters and matrix elements of the Hamiltonian Hij(k) and overlap matrix Sij(k)

for the fcc crystal are tabulated in [143] for the employed basis set of nine orbitals

(s,px,py,pz,dxy,dyz,dzx,dx2−z2 ,dz2−r2). This approach is well-chosen because it can

reproduce full ab-initio calculations precisely with an average deviation of 7 meV

and a maximum error of 15 meV.

The fundamental idea of the tight-binding approach is to expand the Bloch electrons

of the solid Ψk(r) by a linear combination of atomic orbital wave functions ϕn(r).
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3.5 Tight-Binding Model

With quantum numbers n = 1...9, the coefficients bn(k) and the atomic positions Ri,

the wave function is given by

Ψk(r) =
∑
Ri

eikRiφ(r−Ri) (3.28)

=
∑
Ri

eikRi

∑
n

bn(k)ϕn(r−Ri) (3.29)

With this ansatz for the wave functions, the Hamiltonian and overlap matricesHm,n(k)

and Sm,n(k) are calculated. For each k, we obtain as a result nine energies (for nine

energy bands) and nine eigenvectors, which consist of coefficients that determine how

strongly each orbital contributes to this state En(k). The band of particular interest

is the 6th band because here the Fermi level is found (E6 = −2.3 eV to 4.0 eV).

The computation time is short because the calculation involves only 9×9 matrices.

Furthermore, the Brillouin zone (BZ) can be reduced to an irreducible part which

reproduces the full symmetry by 48 different rotations.

For every k-direction the length that matches a given energy E(k) = ε is determined

via a root-finding algorithm. This way, we obtain an isoenergy contour in k-space

from which the Green’s function as single-particle propagator can be calculated using

Eq. 3.19, as described in the following subsection. The results for the band structure

are discussed in Sec. 3.6.

The density of states for an energy ε is given by

DOS(ε) =
2

(2π)3
·
∑

k|E(k)=ε

J(k)

|vGr(k)|
(3.30)

Here, the Jacobian matrix for each k-space element is denoted by J(k). The coefficient

of Jacobian and group velocity determines the size of the k-space element.

3.5.2 Single-Particle Propagator

The imaginary part of the propagator is connected to the states of the band structure

by Eq. 3.20. Inserting two positions x and x′ and replacing the Bloch waves Ψk with
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3 Electron Propagation and Scattering in Cu

a lattice periodic part uk(x) and an exponential term as phase yields

ImG0(x,x′, ε) = −π
∑
k

Ψk(x)Ψ∗k(x′)δ(ε− E(k)) (3.31)

= −π
∑

k|E(k)=ε

uk(x)u∗k(x′)eik(x−x′) (3.32)

At this point a significant simplification is introduced: the lattice periodic part is

omitted. This is why we call this model a plane wave tight-binding model. As the

propagator only depends on the difference x− x′, its imaginary part is then given

with a coefficient describing the spectral weight by

ImG0(x− x′, ε) = −iπ
∑

k|E(k)=ε

J(k)

|vGr(k)|
eik(x−x′) (3.33)

The real part of G0, which is needed for the calculation of the scattering term G0TG0,

can be obtained by the Kramers-Kronig relation [144, 145] that connects the real

and imaginary part of a complex function that is analytic in the upper half-plane:

ReG0(x,x′, ε) =
1

π
P
∫ ∞
−∞

ImG0(x,x′, ε)

ε− ε′
dε′ (3.34)

For this, ImG0 has to be calculated for the whole energy range, which increases the

computation time significantly, but leads to the most accurate results. This is why

for most of the data shown in this thesis, this approach is employed. An alternative,

for which the calculation of only one isoenergy contour is necessary, is a heuristic

approximation of the real part, which has shown to be appropriate [134]:

G0(x,x′, ε) ≈ −iπ
∑

k|E(k)=ε

J(k)

|vGr(k)|
|a(k)|

[
ei|k(x−x′)+arg(a(k))| − i

|k||x− x′|

]
(3.35)

Here, a(k) denotes a complex coefficient for scaling and arg(a(k)) its complex phase.

In comparison to experimental topographies, it is found that both ways to calculate

ReG0 yield similar results for fitted quantities like the effective scattering phase

shift η or the surface parameter asurf, which are introduced below. This underlines

the quality of the approximative approach. The largest differences between both

methods are encountered in the proportions of the peak amplitudes where the full

solution fits more accurately to the experimental data.

The scattering matrix T describes in our context a single point scatterer at
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position xi and is assumed to scatter all states in an identical manner. Thus, it can

be written as a single complex number timp(ε). Its amplitude and phase describe the

scattering amplitude and scattering phase shift of the interaction of electrons and

impurity. Hence, according to Eq. 3.25, the full propagator from a position x′ to

x is a sum of a free propagation for this path and propagation to the impurity, a

scattering event, and subsequently to the final position:

G(x,x′, ε) = G0(x,x′, ε) +G0(x,xi, ε)timp(ε)G0(xi,x
′, ε) (3.36)

In the STM experiment, we probe the standing wave patterns of the propagation

from a point on the surface x to the impurity at xi and back to the same position.

This is why we have to consider G(x,x, ε) that yields

%(x, ε) = − 1

π
ImG(x,x, ε) = %0(ε) + ∆%(x, ε) (3.37)

The first summand originates from the free propagation and is constant because the

lattice periodic part of the propagator is omitted. It relates to a constant background

of DOS in the STM data, while the second term equals the measured ∆LDOS of

the interference patterns at the surface. Because G0 is identical for the propagations

from and to the impurity due to time-inversion symmetry, the surface signatures are

described by

∆%(x, ε) = − 1

π
Im[timp(ε)G0(xi,x, ε)

2] (3.38)

The scattering matrix timp(ε) is introduced as energy-dependent complex number

with constant amplitude and phase for all scattered waves. In the following, we will

parametrize the t-matrix with an effective scattering phase shift η for which holds

timp = 1 · exp(iη) (3.39)

Since timp now consists of only one complex phase, this implies a number of sim-

plifications for the scattering process. We neglect the scattering amplitude which

is responsible for the absolute height of the calculated ∆LDOS. For comparisons

with experimental data, the simulated signal is scaled accordingly, so in principle it

would be possible to obtain a value. However, quantifying a comparison of different

experimental data sets is difficult because the topographic heights depend on many
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parameters like set point and tip quality, so that an extracted value of the scattering

amplitude would not be very meaningful.

Furthermore, η is chosen independent of energy. For the small energy interval

of approximately ±300 mV that we usually consider in STS data, this assumption

is reasonable because we cannot identify resonances in this energy range in either

the experimental data or the ab-initio data (c.f. Sec. 3.7), which would introduce

a phase shift. Moreover, assuming no dependence on energy is convenient for the

comparison of topography data of different bias voltages.

3.5.3 Surface and Vacuum Barrier

Equation 3.38 yields the change in LDOS within the sample or exactly at the surface

because the propagator G0 belongs to the crystal and thus does not describe the

vacuum barrier. Hence, in order to simulate the STM data, the k-dependent decay

into the vacuum has to be included. The momentum component parallel to the

surface k|| is assumed to be conserved while the decay constant perpendicular to the

surface κ is given by

κ(k||, E) =

√
2m

~
(Φ− (E − µ)) + k|| (3.40)

with the work function Φ as potential barrier between sample and vacuum and (E−µ)

as difference between the electron energy and the electrochemical potential. This

equation describes which lateral frequencies are mapped by the STM. For high k||,

one obtains a larger κ and therefore a quicker decay into the vacuum. This means

that lateral oscillations with high frequency are less likely to be detected at higher

tip heights h. Oscillations with low frequency and longer wavelengths are visible

even for larger distances.

It can be shown that increasing the tip height h acts approximately like a Gaussian

filter to the measured signal [130]. With this in mind, it is intuitive that features

with small wavelengths are blurred first. Furthermore, this means that the set point

(UBias/ISet), which is decisive for the tip height, plays a similar role for the resolved

lateral patterns as the bluntness of the tip. Of course, optimal imaging conditions

with the least possible loss of signal due to decay in the vacuum are given with small

bias voltages, high tunneling currents and sharp tips.

The effect of different tip heights is visualized in Fig. 3.4. The details of the

interference patterns, shown in 2D in (a-d) and in lateral sections in (e), will be
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Figure 3.4: Effect of the tip height h on the STM data. (a–d) Simulated interference
patterns (4×4 nm2, E = 0 eV) for an exemplary impurity in the 7th monolayer
of Cu(100) for h = {3, 5, 7, 9} Å. (e) Sections along [010] direction as labeled
in the 2D graphs. For higher distances from the surface, the measurement
signal decreases in amplitude and features appear broader.

discussed later in Chap. 5. Nevertheless, we can already see at this point that a

larger distance from the surface leads to a smaller amplitude of the signal, less

high-frequency features and a generally blurrier picture.

Having described both the propagation in the crystal and the decay of states into

the vacuum separately, these processes have to be combined for a full simulation of

the STM data. For the implementation of such a semi-infinite crystal geometry, the

wave functions inside the crystal ΨC
k and within the vacuum ΨV

k are given with a

normalization constant n(k) = (V (1 + |a(k)|2))− 1
2 with crystal volume V and the

reflection and transmission coefficients a(k) and b(k) at the (100) surface by

ΨC
k (x, y, d) = n(k)ei(kxx+kyy)

[
e−ikzd + a(k)eikzd

]
(3.41)

ΨV
k (x, y, h) = n(k)b(k)ei(kxx+kyy)−κ(k)h (3.42)

These wave functions can be inserted into the spectral representation of G0 in

Eq. 3.19. Hence, we obtain the Green’s functions for propagations from the crystal

into vacuum (CV ) (impurity xi to tip xt) and from vacuum to vacuum (V V ) (without

scattering, at the tip’s position)

GCV (xt,xi, ε) =

∫
k

dkG0(k, ε)ΨV
k (xt)Ψ

∗C
k (xi) (3.43)

GV V (xt,xt, ε) =

∫
k

dkG0(k, ε)ΨV
k (xt)Ψ

V ∗
k (xt) (3.44)
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Inserting the wave function into GV V yields the LDOS at the position of the tip x in

height h for the sample without the impurity:

%0(h, ε) = − 1

π
ImGV V (x,x, ε) =

∫
k

dkδ(ε− E(k))|n(k)b(k)|2e−2κ(kh) (3.45)

For the propagation from an impurity located at (x, y, d) = (0, 0, d) to the tip at

(x, y, h), the propagator reads

GCV (x, y, h, d, ε) =

∫
k

dkG0(k, ε)|n(k)|2b(k)ei(kxx+kyy+kzd)−κ(k)h (3.46)

Thus, the local density of states measured by the tip with scattering at an impurity

with scattering matrix timp is given by

%(x, y, h, ε) = %0(h, ε) +

(
− 1

π
Im
[
(GCV (x, y, h, d, ε))2timp

])
(3.47)

3.5.4 Implementation

The expression in Eq. 3.47 is used to simulate STS data resolving the energy-

dependence of an impurity’s interference pattern. We only consider the second

term which describes the defect-induced oscillations on the constant background

of the first term. For the calculation of topography data, we use the simplest

approach available by summing all contributions between E = EF and the set point

E = EF + eUBias. This way we neglect any energy-dependent transmission. This

approximation holds best for bias voltages close to UBias = 0 V, but proves to be

suitable for energies at least within E = ±300 meV. A typical energy step for the

calculation is ∆E = 25 meV.

All parameters of the plane wave tight-binding model are depicted in the sketch

in Fig. 3.5. Typical distances for the tip height h are 5 − 8 Å [43]. The impurity

has an effective scattering phase shift η that can take values from 0π to 2π. When

located in the nth monolayer (ML), the depth d is given by d = (ML− 1)a[100] + asurf

because impurity atoms are assumed to sit substitutionally in the Cu single crystal.

The lattice parameter is aCu = 3.61 Å and for Cu(100) the monolayer distance reads

a[100] = 0.5aCu = 181 pm. The surface layer is referred to as ’first layer’.

In contrast to a[100], the value of asurf is initially not known and has to be estimated.

A rough approximation is given by the spatial extent of the crystal potential with

asurf = 1.0a[100] [146]. In Chap. 5, by comparison with experimental data, it is shown
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Figure 3.5: Sketch of the plane wave tight-binding model. The tip probes the ∆LDOS in
height h above the sample. The impurity with an effective scattering phase
shift of η is located in a depth d. The surface layer is referred to as first layer.

that this estimate is appropriate.

It has to be noted that the system is not uniquely determined by the parameters.

For example, a small variation in asurf can be compensated by a change in scattering

phase shift η. An additional distance of electron propagation lets the wave function

collect an additional phase. Its value is significant because Cu’s Fermi wavelength

of λCu = 4.6 Å is of the order of the nearest-neighbor distances. A step of 0.1 ML

in depth approximately corresponds to −0.14π for the effective scattering phase

shift η. This shows that the parameters of the plane wave tight-binding model are

not independent of each other and more than one parameter set can be found to

describe the data accurately. Nevertheless, some constraints limit these liberties, e.g.

the focusing angle determines a certain lateral size of the interference pattern which

excludes extreme values of asurf.

The phase shift η includes all phase contributions within and outside the solid that

are collected during propagation. Firstly, an additional phase shift is obtained at the

transmission from the metal crystal into the vacuum [147]. Secondly, in contrast to

the ab-initio KKR calculations, in the tight-binding model the electron also collects

a phase during its propagation in the impurity cell. Both of these contributions

are considered to be similar for all investigated impurity species. Hence, while

a comparison of absolute values is not possible between the different calculation

methods, differences between observed scattering phases of different species can be

compared.
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Figure 3.6: Effect of the number of k-points for the resolution. Simulated interference
pattern of an exemplary impurity in (a) 4th ML and (b) 7th ML for (h = 5 Å,
η = 1.25π, U = 0 V). For 20× 20 k-points or higher, the resolution does not
improve further.

From a computational point of view, the resolution in k-space is one crucial

component that determines the precision of the simulation. The number of k-points

is given by the parametrization (ϕ, ϑ) of the irreducible part of the first Brillouin

zone. In [134], it was already shown via the density of states that a resolution of

10 × 10 k-points is similar to 20 × 20 k-points which shows good results and was

used in those calculations. In this thesis, we usually use 20 × 20 k-points and for

some calculations even 30× 30. This means, because of the irreducible part of the

Fermi surface, that we calculate the tight-binding simulations with a number of

k-vectors between 19200 and 43200 for one energy. The differences of k-resolution

are visualized in the final ∆LDOS patterns for different impurity depths shown in

Fig. 3.6. While all patterns show similar structures, for N = 5 the amplitude deviates

strongly. For N = 10 and N = 15 the data already improves significantly. For values

of N ≥ 20, there is almost no difference to be found. For the contrast of color maps

of 2D data small differences like between N = 15 and N = 20 are irrelevant.

3.6 Orbital-Resolved Electron Propagation in Cu

Using the tight-binding model, we can characterize the Fermi surface as well as its

orbital character which is needed for an orbital-resolved description of the electron

propagation within the crystal. The Fermi surface of Cu is depicted in Fig. 3.7(a).

The most peculiar difference to a spherical contour are the characteristic band gap

’necks’ in the 〈111〉 directions. The color-coded angle of the group velocity shows

the propagation direction of the corresponding electronic state. While around the
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3.6 Orbital-Resolved Electron Propagation in Cu

Figure 3.7: (a) Fermi surface of Cu calculated with tight-binding model. Color code
depicts the group velocity’s angle with respect to the [100] direction. (b)
Real space propagator ImG0(x,x′, EF ) with four-fold focusing directions.
(c) Sections through isoenergy contours along k[001] = 0 for energies E =
−300...300 mV show similar shape with increasing size.

necks and in the 〈100〉 directions, the angle is close to 0◦, the regions between the

necks (in 〈110〉 directions) reveal flat surface areas of focusing angles of 30◦ and 60◦.

These electronic structure anisotropies are sufficient to cause the strongly directional

real space electron propagation which is visualized in Fig. 3.7(b) with a four-fold

focusing pattern. The isoenergy contours for different energies in Fig. 3.7(c) illustrate

that for the mainly considered energy range of E = ±300 meV the shape is identical

while the size increases moderately with energy, so that the focusing behavior is not

expected to change.

For an orbital-resolved description of electron propagation, we have to identify

the orbital character of each state in the band structure. This is given by the

eigenvector that is calculated for each E(k) in the tight-binding model. Each of

the nine coefficients bn determines how strongly that atomic orbital wave function

contributes to this state. As the eigenvector is normalized, the coefficient |bn|2 is

used to scale a states’ contribution for the calculation of the DOS or a propagator.

The DOS of the sample, which apart from surface effects is similar to the back-

ground contribution %0 described in Sec. 3.5.2, is split into orbital contributions

as plotted in Fig. 3.8(a). Our results are in agreement with the literature [148].

The d bands of Cu’s ten 3d electrons are mainly located between E = −8 eV and

E = −2 eV. A corresponding peak is found in the DOS and decreases to higher

energies where the sp contributions become more important. For the detection by

STM, the k||-dependent decay into the vacuum has to be considered [130]. As shown

in Fig. 3.8(b), the electrons of d character fade more quickly, so that for larger heights

they become weaker in comparison to sp contributions, yet their signal still holds
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Figure 3.8: (a) Orbital-resolved DOS(E). The d states’ contribution decreases with energy,
yet is still the major contribution for E = EF . (b) Tip height-dependent
background contribution %0(h) for E = EF . The decay of d states is stronger
than for sp contributions.

Figure 3.9: Fermi sphere of Cu resolved by electron orbital for the share of (a) s, (b) p,
and (c) d character of the electronic state.

the largest share.

The orbital-resolved Fermi surfaces in Fig. 3.9 show in agreement with the lit-

erature [149, 150] that the electronic characters are not uniformly distributed in

k-space. The p character is mostly present at the necks in 〈111〉 directions, while the

s character is located on the rest of the Fermi sphere. Both characters have generally

a smaller share than the d character which shows weak signal in the 〈100〉 direc-

tions and the necks. It shows an exceptionally strong signal in the 〈110〉 directions

(between the necks) that coincide with the flat focusing regions found in Fig. 3.7(a).

The states in the focusing regions are crucially responsible for the ∆LDOS at

the surface from impurity scattering because due to their directional propagation

the signal sustains for distances of more than multiple nanometers from the buried

defect through the crystal. As these flat areas of the Fermi surface are dominated by
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3.6 Orbital-Resolved Electron Propagation in Cu

Figure 3.10: Orbital-resolved tight-binding interference pattern along [010] direction for
(a) 5th ML and (b) 7th ML exemplary impurities (η = 1.25π) for E = 0 eV
and a tip height h = 7 Å. While the center part is mixed with sp and d
contributions, the outmost peak is only displayed by electrons of d character.

d character, also the surface interference patterns are governed by this orbital as shown

in calculations for exemplary impurities in the 5th and 7th ML in Fig. 3.10. Here, an

identical effective scattering matrix η is chosen for all orbitals. The contributions of

s and p orbitals are similar in shape for this [010]-section, which is why their sum is

plotted.

Furthermore, the apparent focusing angle is larger for d electrons than for sp.

While in the center area the interference pattern is composed of all three orbital

characters, for larger angles (x ≈ 9 Å for 5 ML and x ≈ 12 Å for 7 ML) only the d

orbital shows a signal. For both examples this additional oscillation is detected in

comparison to the ∆LDOS from sp. This insight will prove profoundly useful later

on for the discussion of the data for Ge impurities.

For Fig. 3.10, each orbital’s pattern was calculated with an orbital-specific propa-

gator for both ways between impurity and surface. One can go one step further and

split the propagator not only in s, p and d, but each of the nine single atomic orbitals

of the tight-binding basis set. This reveals the symmetries of each of these orbitals as

illustrated in Fig. 3.11. While the surface pattern for s-like states is almost isotropic,

orbital characters with distinct orientations, e.g. the p-orbitals, show clearly preferred

lateral directions. The p-orbital characters are identical when examined in the bulk,

but show for the chosen surface of Cu(100) mostly a four-fold pattern from px. The

scale for ∆LDOS varies significantly for orbitals that are located within the surface

plane or perpendicular to it.

From a simple look at the amplitudes of the patterns, it becomes apparent that

the surface signatures of subsurface impurities consist mainly of contributions from

dxy and dzx as well as s and px. This matches with the strong d component for the
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Figure 3.11: Orbital-resolved topographies (4×4 nm2) at U = 0 mV for exemplary 7th ML
impurity with η = 1.25π and tip height h = 7 Å. The scale in ∆LDOS varies
significantly between different contributions.

most important focusing regions on the Fermi sphere. Despite the single characters’

different symmetries, for each orbital (s, p, d) the overlap of all characters creates a

similar pattern, as we have shown in the 1D section (Fig. 3.10). Only for the most

outward area, the signal is only given by the sum of d orbitals. This will be helpful

to understand the experimental data where simply the ∆LDOS is measured without

any additional information about electronic orbitals.

3.7 Ab-Initio Calculations (KKR-DFT)

Complementary to the plane wave tight-binding simulations, ab-initio calculations of

the investigated systems were performed by M. Bouhassoune and S. Lounis from the

Peter Grünberg Institute and Institute for Advanced Simulation at Forschungszen-

trum Jülich. They use density functional theory (DFT) in the local density approxi-

mation (LDA) [151] with the full potential Korringa-Kohn-Rostoker Green’s function

method (FP-KKR-GF) [152]. The KKR method is a band structure method that

is based on the multiple scattering theory introduced by Korringa [153] and Kohn

and Rostoker [154]. In this framework, first, scattering at each atomic potential

is described separately by a scattering matrix. Then, for the multiple scattering

approach considering all atoms of the solid, it is assumed that the incoming wave for

each scattering center is the sum of all outgoing waves from the other atoms. Using

this approach in the scope of the Green’s function formalism yields a strong increase

in computational efficiency since the evaluation of spatially resolved wave functions

can be avoided. We have already shown in Sec. 3.4 how easily in this approach a
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perturbation of the system (e.g. scattering at T ) can be connected with the free

solution (G0). This description of the sample system fits perfectly to our investigation

of a single impurity as scatterer in an otherwise homogeneous system, as already

shown by Zeller et al. in 1979 [155]. Over the last decades, the KKR method has

been used in many ways, e.g. with the coherent potential approximation (KKR-CPA)

for the description of randomly disordered alloys, and has been steadily developed

further. While first calculations used muffin-tin potentials, here a self-consistent full

potential approach is employed.

On a technical level, first, the band structure is calculated by Cu slabs of 18 fcc

layers with three additional vacuum layers on each side of the Cu slab. The lattice

parameter is set to aCu = 3.61 Å without surface relaxations. In a second step, an

impurity is inserted into the selected depth and the charge in the cluster of impurity

and neighboring atoms is updated self-consistently. The STM data is obtained by the

charge density in height h = aCu above the surface according to the Tersoff-Hamann

approach.

The fundamentals of FP-KKR-GF have been outlined elsewhere [140, 152, 156],

so only few aspects other than the results are discussed here.

The single-site scattering is described by a spherical atomic potential in an envi-

ronment of a constant potential. This is very similar to the known textbook example

of elastic scattering at a radially symmetric potential [157]. The suitable choice

for dealing with such symmetry is the use of spherical Bessel functions as basis

set, so that the solution of the Schrödinger equation is expanded over the angular

momentum indices (l,m) with radial wave functions Rl(r, E). Typically, only the

orbitals l = 0, 1, 2, i.e. s, p and d orbitals, are considered. For asymptotic distances

r →∞ the wave functions are given by

Rl(r, E)→ Al√
Er

sin

(√
Er − lπ

2
+ δl(E)

)
. (3.48)

Here, Al is a constant and δl(E) the scattering phase shift, which denotes the phase

shift between the wave function with and without the potential. These scattering

phase shifts comprise the full information about the scattering potential. For this

reason it can be shown that the complex entries tl of the scattering T -matrix, as

introduced in Sec. 3.4, are determined by the scattering phase shifts:

tl(E) = − 1√
E

sin(δl(E))eiδl(E) (3.49)
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Species/Layer s p d

Cu 3ML -0.086 0.070 -0.180
Cu 5ML -0.084 0.074 -0.180
Ag 3ML -0.20 -0.04 -0.22
Ag 5ML -0.20 -0.01 -0.22
Ge 3ML 0.87 0.85 0.045
Ge 5ML 0.87 0.86 0.044

Table 3.1: Scattering phase shifts δl from ab-initio calculations at Fermi energy EF for
different species in 3rd and 5th ML.

This orbital-specific scattering matrix is not yet the quantity to be placed into the

Dyson equation to simulate the experiment because the KKR approach assumes

scattering at every atomic potential, i.e. also the host’s atoms. Therefore the decisive

quantity to describe the difference in scattering due to the impurity reads

∆Tl(E) = timp,l(E)− thost,l(E). (3.50)

Thus, if one inserts an impurity with identical scattering properties like the host,

there will not be any perturbation. However a vacancy with tvac,l = 0 will cause

scattering with an effective scattering matrix of ∆Tl = −thost,l. The effective

scattering amplitude is given by |∆T | and the effective scattering phase by the

complex argument arg(∆T ).

For a comparison of the scattering phases in the tight-binding model and the

ab-initio calculations, we have to compare the tight-binding effective scattering

matrix TTB = exp(iη) and the KKR scattering matrix ∆T . In the following, we will

discuss the results for our sample system of Ag and Ge impurities in Cu as host

material.

The scattering phases δl obtained from the ab-initio calculations for E = EF are

given in Tab. 3.1. These are consistent with previous simulations in the literature

by Braspenning et al. [158]. The comparison of 3rd ML and 5th ML shows that

the scattering phase is almost independent of depth. For atoms deeper within the

crystal the effect of the surface is assumed to decrease even further. The energy-

dependent plots in Fig. 3.12 show that for most orbitals the scattering phase is

approximately constant in the considered interval of E = ±1 eV. Hence, this supports

the assumption for the tight-binding effective scattering phase shift to be independent

of energy.
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Figure 3.12: Scattering phases δ{s,p,d}(E) obtained by KKR-DFT for (a) Cu, (b) Ag, and

(c) Ge in the 5th ML. The phases are mostly constant over energy which
supports the assumption for the tight-binding model of a constant effective
scattering phase shift η.

Species s p d

Ag in Cu
|∆T | 0.12 0.08 0.04

arg(∆T ) 1.91π 2.02π 1.87π

Ge in Cu
|∆T | 0.82 0.71 0.22

arg(∆T ) 1.25π 1.30π 0.96π

Table 3.2: Effective scattering phase shifts ∆T = timp − tCu from ab-initio calculations at
the Fermi energy EF for 5th ML Ag and Ge impurities species in Cu. |∆T | is
stated in arbitrary units.

As explained above, the implications for the scattering patterns are given by the

properties of the difference of scattering matrices ∆T . These values are given in

Tab. 3.2. For Ag impurities in Cu, all effective scattering phases are very similar.

Furthermore, the scattering amplitudes are rather small in comparison to Ge im-

purities in Cu. Especially strong scattering for Ge is found for s and p orbitals

which matches with the electronic configuration of Ge with one additional 4s and

two 4p electrons with respect to Cu. The effective scattering phases for Ge differ

from the Ag values. Most peculiar is the inversion of arg(∆Td) for both species. This

would correspond to an inverted interference pattern as surface signature (for the d

contribution). On first sight, this might be surprising because the values of δd (c.f.

Tab. 3.1, Fig. 3.12) seem rather similar for both species. However, this effect is easily

explained when exploring the details how ∆T is calculated.

Each term, timp and tCu, is a complex number which is only parametrized by

one value, namely δ. According to Eq. 3.49, the value of t is periodic in δ with

a periodicity of 1π. Hence, when the scattering phases δCu for the host are fixed,

the value of ∆T can only lie on a specific circle in the complex plane with each
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3 Electron Propagation and Scattering in Cu

Figure 3.13: Depiction of scattering matrices in the complex plane. (a) Values of tCu and
possible values for any value of δ (blue circle). (b) Values of ∆T = timp− tCu

for Ag and Ge in Cu. Although the points for both d orbitals are located
close to each other, the shift over the horizontal axis leads to an inversion
in the effective phase shift arg(∆T ) with respect to the other species.

point of the circle corresponding to one value of δimp = 0...1π. This is illustrated

in Fig. 3.13(a), where the values for tCu are plotted in the complex plane, and in

Fig. 3.13(b) where the circles depict any possible difference of timp and tCu. For

the s and p orbitals the points for Ag are found close to the origin, implying a

small perturbation with respect to Cu, while for Ge the points sp lie well within the

plane. The inversion between Ag and Ge that we observed for the d orbital finds

its reasoning in the crossing of the horizontal axis in the complex plane. Although

the values of δGe,d and δAg,d are similar, their small difference shifts ∆T into another

quadrant and therefore to a strongly changed effective scattering phase shift.

With the knowledge of the scattering phases δ and the scattering matrices t, the

KKR-DFT ab-initio calculations can predict the experimental STM and STS data.

These results will be shown and discussed in the context of the experimental data in

Chap. 6.
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3.8 Electron-Phonon Coupling

3.8 Electron-Phonon Coupling

In this last section of the chapter, we describe electron-phonon coupling. This

many-body effect influences the band structure of the host, which can be described

by including a self-energy Σ into the single-particle propagator G. This is introduced

in the following, before we present experimental data from the literature that shows

the signature of electron-phonon coupling in the electronic structure.

3.8.1 Many-Body Description

In a single-particle approach, the interaction of electrons with phonons is characterized

by a mean scattering time τ . Free electrons move within the solid and every time

interval τ or propagation distance vF τ a scattering event occurs which also limits the

coherence length of an electronic state. This classical depiction of electron-phonon

interaction is very graphic and is therefore even used to describe the results of

elaborate many-body calculations, as in [150].

An alternative formulation of electron-phonon interaction is to include it into the

electron band structure. Phonons are lattice vibrations, i.e. the movement of the

ions that create the crystal lattice potential, which in turn determines the electronic

states. This allows to calculate an electronic structure that already incorporates the

interaction with the (vibrating) lattice, so that no further scattering events have to

be described. We will find that the dispersion relation E(k) changes symmetrically

around the Fermi level, exhibiting a characteristic kink. Furthermore, the dispersion

is broadened in k which assigns a lifetime to the electronic state. This pays tribute

to the fact that electrons, due to interaction with phonons, show shorter coherence

lengths.

It is possible to express the phonon contribution to the dispersion relation in

a Hartree-Fock approach with an effective dielectric constant that includes the

screening of interacting electrons and phonons [66]. However, here we will focus on the

description which is suitable for a many-body implementation in the Green’s function

method, namely to describe the electrons as quasiparticles with a self-energy Σ.

For a thorough introduction to electron-phonon coupling in metals, we refer to the

book by Grimvall [159] or other literature [135, 160]. A large field of application

for the Migdal-Eliashberg theory is electron-phonon coupling in superconductors.

Engelsberg and Schrieffer famously applied the presented approach to the simple

phonon spectra in the Einstein and Debye model [161].
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The fundamental concept behind the self-energy is to describe a new particle

instead of an electron. This particle is a quasiparticle which behaves like an electron

and includes its interactions. This way, these interactions do not have to be considered

throughout the calculations once they are included in the many-body propagator.

The difference between an electron and the quasi-electron is described by the self-

energy, so that for the quasiparticle’s energy E∗ holds E∗ = E+Σ. The self-energy Σ

is a complex quantity whose real part renormalizes the electron’s energy and the

inverse of its imaginary part yields the quasiparticle’s lifetime.

The single-particle propagator G introduced in Sec. 3.4 reads including the self-

energy Σ

G(k, ε) =
1

ε− E(k)− Σ(k, ε) + iη
(3.51)

It can be interpreted as an interaction of the particle with itself and can therefore be

written in a series expansion

G = G0 +G0ΣG0 +G0ΣG0ΣG0 + ... (3.52)

For an electron-like quasiparticle with energy ε = ~ω the self-energy reads

Σ(ω,k) =i
∑
γ

∫ ∞
−EF

dν

2π

∫
d3k′

V

(2π)3
|g(ω − ν,k− k′; γ)|2 (3.53)

×D(ω − ν,k− k′, γ)G(ν,k′)

Here, G denotes the electron propagator and D the phonon propagator. Put simply,

both represent the probability that an electron state of (ν,k′) and a phonon (ω −
ν,k− k′, γ) are available, so that the given electron can interact with the phonon.

Hence, the phonon energy and momentum are given by the differences. Moreover,

g is the electron-phonon coupling matrix element characterizing how strongly a

given electron interacts with a given phonon. Following Migdal’s approximation that

coupling beyond the first order is small (c.f. Eq. 3.52) [162], in this equation |g|2

is used instead of the product of g and the vertex function Γ that describes these

higher order contributions. The integrals are a sum over all possible final states

for the scattering of an initial electron with (ω,k). For this, the sum runs over all

energies ν and wave vectors k′ (full k space) with V as real space volume. The sum

over γ denotes the phonon branch.

50



3.8 Electron-Phonon Coupling

From Eq. 3.53 it becomes apparent that it is useful to define a coupling function

for an electron state k and a phonon of energy ω that already includes the phonon

spectrum and the matrix element. The Eliashberg function α2F (ω;k) is defined as

α2F (ω;k) =
V

~(2π)3

∑
γ

∫
d2k′

vk′
|g(k,k′; γ)|2δ(~ω − ~ν(k− k′, γ)) (3.54)

For an electron on the Fermi surface with momentum k, the Eliashberg function is a

sum over the coupling matrix elements of all possible final states k′, weighted by the

Fermi velocity vk′ . Furthermore, only those final states are selected whose energy

E(k) + ~ω matches with the phonon energy ~ν(k− k′). The term α2F (ω) originates

from the phonon density of states F (ω) and average electron-phonon interaction

α2(ω) as introduced by McMillan [163]. Often the k-dependence is neglected, and

then the Eliashberg function is calculated as an average over the Fermi surface:

α2F (ω) =

∫
d2k

vk
α2F (ω;k)

/∫
d2k

vk
(3.55)

The Eliashberg function is dimensionless and is independent of the volume of the

specimen (in the definition in Eq. 3.54, the volume V cancels against a factor within

|g|2). In order to characterize the strength of electron-phonon interaction within

a material with a single number, the k-independent Eliashberg function can be

averaged over energy to obtain the electron-phonon coupling parameter λ:

λ = 2

∫ ∞
0

α2F (ν)

ν
dν (3.56)

This quantity is also called mass enhancement parameter as it changes the effective

mass m∗ of the electronic quasiparticles at the Fermi energy by(
m∗

m

)
= 1 + λ (3.57)

Typically, λ is assumed to become relevant for the material’s properties when it

exceeds a value of 1. For Cu, its bulk value is λCu = 0.15 and for Pb as strong

coupling superconductor λPb = 1.55 [159]. Substituting α2F (ω) into Eq. 3.53 yields

51



3 Electron Propagation and Scattering in Cu

Figure 3.14: Comparison of Cu experimental data and a Debye model with λ = λCu =
0.15 and ωD = 30 mV. Eliashberg function for Cu taken from [164]. (a)
Eliashberg function α2F (ω) (dimensionless). (b) Self-energy Σ(ω) calculated
using Eq. 3.59.

for the self-energy with few approximations at T = 0

Σ(ω) =

∫ ∞
0

dω′α2F (ω′)

×
[∫ 0

−∞

dν

ω − ν + ω′ + iηsgn(ω)
+

∫ ∞
0

dν

ω − ν − ω′ + iηsgn(ω)

]
(3.58)

with an integration over all phonon energies ν and possible final states ω′. This

integration can be simplified with the complex logarithm and a complex argument:

Σ(z = ω + iδ) =

∫ ∞
0

dω′α2F (ω′) ln

(
ω′ − z
ω′ + z

)
(3.59)

To get an impression of the Eliashberg function α2F (ω) and the resulting real

and imaginary part of the self-energy, these quantities are plotted in Fig. 3.14.

Experimental data of Cu (taken from [164]) is compared with a Debye model whose

Eliashberg function reads

α2FD(ω) = λ ·
(
ω

ωD

)2

for |ω| < ωD. (3.60)

Above the Debye frequency, no phonon states are available and α2FD(ω) = 0. This

equation holds because a constant coupling is assumed for all phonon modes of the

Debye model’s phonon density of states D(ω) = 3ω2/(2π2c3) with speed of sound c.

For Cu, the Debye temperature is ΘD = 343 K and the corresponding frequencies
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ωD = 30 mV and νD = 4.49× 1013 Hz [67]. The Eliashberg functions in Fig. 3.14(a)

increase towards the Debye frequency and then abruptly cut off for higher energies.

The curve of α2FCu(ω) shows additional peaks around E = 18 meV originating from

the real phonon spectrum. According to ab-initio calculations, the Cu Eliashberg

function generally follows the phonon density of states without exceptionally large

coupling to particular parts of the phonon spectrum [165]. These additional modes

prove not to be crucially relevant for the self-energy shown in Fig. 3.14(b). The

self-energy’s imaginary part is symmetric and the real part anti-symmetric around

0 eV. The imaginary part always has to be negative and its absolute value increases

from zero to the cut-off energy from where on it remains constant. The real part

shows a maximum peak closely below the cut-off energy and then slowly decreases

to zero. Comparing the Debye model with the experimental Cu data demonstrates

that the Debye approximation is suitable.

As described in Eq. 3.51, the self-energy is added to the electron dispersion in the

denominator of the propagator. Hence, the real part of the self-energy acts as a shift

on the electron dispersion E(k). The effect of the imaginary part becomes more

obvious in the spectral function:

A(k, ε) =
1

π

| Im Σ|
[ε− E(k)− Re Σ]2 + (Im Σ)2

(3.61)

The imaginary part acts as Lorentzian broadening of the spectral function. While

for Im Σ = 0 the spectral function A(k, ε) is a δ-distribution at every point of

the dispersion E(k), a non-trivial imaginary part causes that multiple k values

correspond to one energy.

The role of the self-energy’s real and imaginary part are illustrated qualitatively

in Fig. 3.15. The shifted energy due to Re Σ causes the characteristic kink in the

band structure with respect to the bare electronic dispersion. It is symmetric around

the Fermi level. The imaginary part causes a broadening which stays constant for

|E| > ~ωD. Towards the Fermi energy the quasi-particle peak narrows down and

lifetime increases. Close to EF , the electrons lack the energy to excite most of the

phonon modes and, thus, cannot scatter. In contrast, any electron with |E| > ~ωD
has sufficient energy to excite any phonon mode and therefore the quasiparticle

lifetime is constant and shorter.

Many-body effects like electron-phonon interaction lead to the described renor-

malization of the band structure. The fact that electron focusing depends on the
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Figure 3.15: (a) Renormalization of the electronic dispersion from bare dispersion ε(k)
for low temperatures (blue) and higher temperature (red). Inset: real and
imaginary part Σ′ and Σ′′ for high and low temperature. (b) Spectral
function A(ω, k) for low temperature. The quasi-particle peak sharpens
around EF as Im Σ vanishes. Reprinted with permission from Hofmann et
al. [166] (2009), licensed under CC BY-NC-SA 3.0.

anisotropies of the electronic structure suggests that the impact of the self-energy

from electron-phonon coupling or other many-body interactions might also be found

in a real space signature. In Chap. 6, we will use the plane wave tight-binding

model introduced in Sec. 3.5 to simulate spectroscopy data including electron-phonon

coupling. We implement this via the real part of the Debye self-energy ΣD(ω, λ)

which is added to the dispersion obtained from the tight-binding calculation. From

this renormalized isoenergy contour with ε = E(k) + Re Σ the real space Green’s

function propagator G is calculated.

3.8.2 Experimental Signatures

The self-energy corrections due electron-phonon coupling lead to a renormalization

of the band structure, especially around the Fermi level. Here, we discuss how these

modifications can be identified experimentally.

For the bulk, quantum oscillation techniques like de Haas-van Alphen measurements

were already used decades ago to quantify the mass enhancement parameter λ [1].

Lee et al. determined the cyclotron masses for different orbits of the Cu Fermi surface,

finding a k dependence from λ = 0.085 up to λ = 0.23 [167].

Today’s most versatile technique to study band structures, especially those of 2D

materials, is angle-resolved photoemission spectroscopy. ARPES is based on the
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Figure 3.16: Direct extraction of λ and Σ from band renormalization. (a) Conventional
He Iα (left) and laser-ARPES (right) data from the Cu(111) surface. Insets
show the momentum distribution curves at EF and zoom-ins to the energy
interval near EF . (b) Self-energy of the surface state compared with Debye
model. The insets reveal the fine structure of the Eliashberg function.
Reprinted figure with permission from Tamai et al. [171]. Copyright (2013)
by the American Physical Society.

photoelectric effect. A photon with sufficient energy extracts an electron from the

surface of a material. By detecting the kinetic energies and the emission angles of the

photoelectrons, the band structure can be mapped in momentum space. Two different

approaches to determine the electron-phonon coupling parameter λ or directly the

self-energy Σ are discussed in detail in [166, 168, 169] and are briefly introduced here.

The most immediate way to quantify electron-phonon interaction is to extract it

directly from the band renormalization close to the Fermi energy. The measured

dispersion is compared to the bare dispersion, which has to be known for this analysis,

revealing Re Σ. The peak width in momentum determines the imaginary part of Σ.

This was already performed by Valla and co-workers for the Mo(110) surface state

in 1999 [7], who identified the characteristic kink in the spectra. The developments

of the technique allowed continuous improvements in energy resolution [169, 170].

Fig. 3.16 shows experimental work of Tamai et al. using conventional ARPES (He Iα)

and laser-ARPES (hν = 6.05 eV) on the Cu(111) Shockley surface state, revealing

its Rashba splitting [171]. The parabolic dispersion is well-resolved and very close to

EF the kink in the dispersion is found. For resolving it clearly, the higher resolution

laser-ARPES data has to be used (inset of Fig. 3.16a). Having extracted Re Σ and

Im Σ from the momentum distribution curves for each energy, the typical shape
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3 Electron Propagation and Scattering in Cu

of the self-energy is revealed (Fig. 3.16b). Apart from the overall fit to a Debye

model with λ = 0.16, they could also identify oscillations as fine structure within

the self-energy. These are linked to the Eliashberg function α2F (ω) which shows

coupling to certain phonon modes at the given energies (inset of Fig. 3.16b).

This approach requires high energetic resolution up to the the Fermi energy. At

the same time, the measurement near EF is advantageous, because the parameter λ

can vary strongly with energy [166], and thus one obtains the value that is crucial

for transport. It is extracted from the experimental data by the gradient of the real

part of the self-energy:

λ = −∂ Re Σ(ω)

∂ω

∣∣∣
~ω=EF

(3.62)

An alternative method, used by McDougall and co-workers as one of the first

ARPES experiments to quantify the electron-phonon interaction, gives access to

Im Σ and λ via temperature-dependent data [8]. The Lorentzian line shape of

energy distribution curves of the Cu(111) surface state is measured for different

temperatures. As other contributions to the lifetime are assumed to be either constant

(e.g. impurities and defects) or negligible compared to the phonon contribution for

the temperature range of T = 30− 625 K, a linear dependence for the linewidth of

2πλkB is expected. From this, they find for the Γ point of the surface state, located

at E = −440 mV, a value of λ = 0.15.

Over the years, many surfaces and surface states have been investigated with

similar ARPES studies [166, 169]. It was even possible to extract the Eliashberg

function α2F (ω) from the spectra without assumptions on a phonon model [9]. At

the same time, ARPES also has some disadvantages, such as energy resolution and

the restriction to occupied states (or unoccupied in the case of inverse photoemission).

Thus, the STM with high spectroscopic resolution for all states around the Fermi

level was used as a complementary technique.

First reports on the lifetime of electronic states, including a self-energy, were

presented by Li et al. measuring the width of the onset of the surface state in STS

data [10]. In 2013, Grothe and co-workers studied the Ag(111) surface state by QPI,

revealing its electronic dispersion including kinks due to self-energy corrections [17].

Their results, including a simulation, are shown in Fig. 3.17 that compiles FT-STS

data sets of various energies into one image. Around the Fermi level, a symmetric

kink is found at E = ±14 meV. Their data reproduces well both real and imaginary
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3.8 Electron-Phonon Coupling

Figure 3.17: (a) Dispersion of Ag(111) surface state obtained from QPI data. Parabolic
dispersion is found with subtle kinks at E = ±14 meV, labeled (1) and shown
in the zoom-in (inset). (b) Calculated QPI intensity including electron-
electron and electron-phonon interaction. Reprinted figure with permission
from Grothe et al. [17]. Copyright (2013) by the American Physical Society.

part of the self-energy in a Debye model. With this experiment, they proved the

high capability of an STM to characterize electron-phonon coupling in a 2D system.

It has to be noted that the low coupling constant of λ = 0.13 leads to only a small

kink in the surface state’s dispersion. The consideration in k-space is beneficial to

identify the feature because such small deviations in wave length are even harder to

resolve.

Other STM experiments followed that also found a renormalization of the quasipar-

ticle band structure due to many-body effects, e.g. for 2H-NbSe2 [172], in iron-based

superconductors [173, 174] or Sr2RuO4[175]. For noble metal (111) surfaces, an

additional anomalous energy band was identified to originate from an acoustic surface

plasmon [176]. Employing Landau level spectroscopy as a different approach by STM,

a renormalized Fermi velocity vF was attributed to electron phonon-interaction for

graphene flakes on graphite [15]. By the same method, Zeljkovic et al. obtained for

the surface state of the bulk insulator PbSe a quasiparticle dispersion with a kink

due to renormalization from electron-phonon interaction and could extract the real

part of the self-energy, a value for λ and the Eliashberg function [16].

Finally, the STM is known to be able to record vibrational spectra, e.g. from

single molecules adsorbed on a surface, by inelastic tunneling spectroscopy [28].

The derivative of the differential conductance d2I/dV 2 reveals a peak for each

vibrational mode because the tunneling current gains an additional channel. For
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3 Electron Propagation and Scattering in Cu

collective phonon modes, this was applied, e.g., in graphite [177], noble metal surface

phonons [178], and the high-Tc superconductor Bi2Sr2CaCu2O8+δ [179]. The local

Eliashberg function within Pb islands on Cu(111) [13] was measured by probing

the spectroscopic properties of the islands’ quantum well states. Hence, the phonon

spectrum is measured via the coupling to the electrons and therefore it relates to the

Eliashberg function. Recently, the phonon spectrum in interaction with the Be(0001)

surface state was characterized [14].

In summary, various studies with STM and ARPES have been performed in the

past to study the band renormalization due to many-body effects such as electron-

phonon coupling. Mainly 2D sample systems were investigated as 3D data is difficult

to acquire for STM and difficult to interpret for ARPES. In Chap. 6, we will refer to

the remarks given here when we discuss the signature of many-body effects in the

three-dimensional system accessed by electron focusing.
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4 Dilute Metal Alloys

The previous chapter has introduced the concept of electron focusing and explained

how subsurface impurities can be detected at a metal surface and reveal insights

about scattering at the impurity as well as the host material. This chapter will cover

how the samples required for those measurements are grown and characterized. We

investigate germanium and silver as non-magnetic impurities buried in Cu(100).

First, we explain the preparation process of the low temperature growth method.

Subsequently, we discuss Cu-Ge surface structures, which can emerge for room

temperature preparation. In the second half of the chapter, we review the dif-

ferent residual resistivity of the selected species and the corresponding scattering

mechanisms.

4.1 Preparation of Sample Systems

The experimental preparation of the sample systems has to be performed carefully

as it has to be made sure that no contaminations – apart from the planned impurity

species – are incorporated into the samples. The dilute surface alloys are grown in a

home-built UHV chamber (’Probenpräparationsshuttle PPS’) with a base pressure

of 5× 10−11 mbar. It is equipped with two electron beam evaporators by Tectra, a

sputter gun (Specs IQE11/35), a pyrometer for sample temperature measurement

(Impac IM120) and a sample stage with electron beam or resistive heating as well as

liquid nitrogen cooling.

In a first step, Cu(100) single crystals are cleaned by cycles of argon sputtering

(700 eV, 2.5µA ≈ 2× 10−2 A/m2) and annealing by electron-beam heating (400 ◦C).

The temperature is monitored with the pyrometer using an estimated emissivity

of 11% for the Cu surface [180]. For the final cycles, sputtering and annealing

times as well as annealing temperature are reduced (350 ◦C) in order to minimize

segregation of bulk defects to the surface. The last step is an annealing step, so that

a flat, large-terrace surface is obtained. The surface quality is checked by low-energy
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4 Dilute Metal Alloys

Figure 4.1: Surface analysis of Cu(100). (a) LEED pattern for E = 283 eV after seven
cycles of sputtering and annealing. (b) AES data for cleaned sample show
clear peaks for Cu and remaining signal from the sample holder (C, Mo).
(c) STM topography of sputtered sample with rough surface. (d) Annealing
produces large flat terraces suitable for investigation by STM (both data sets
U = 1 V, I = 0.1 nA).

electron diffraction (LEED) and Auger electron spectroscopy (AES) measurements,

where exemplary data is shown in Fig. 4.1(a,b). The diffraction pattern shows sharp

peaks with the four-fold symmetry of the (100) surface lattice of the fcc crystal. For

AES, the cycles of sputtering and annealing remove peaks from oxygen and reduce

signal from carbon and molybdenum (from the sample holder), while the Cu peaks’

intensity increases with cleaning cycles. In STM measurements, we find terraces of a

size of hundreds of nanometers where surface steps are often pinned at remaining

defects, as presented in Fig. 4.1(d). For comparison, an STM topography without the

final annealing step, i.e., directly after 5 min of sputtering, is depicted in Fig. 4.1(c).

It shows a rough surface which is significantly structured by the random impact of

argon sputter ions.

Subsequently, dilute surface alloys of 20 monolayers Cu with < 1% impurities
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4.1 Preparation of Sample Systems

Figure 4.2: Large-scale topography of dilute surface alloy with Ge in Cu(100), grown at
T = 100 K with subsequent temperature flash (240× 240 nm2, U = 1 V, I =
0.1 nA). It is easy to find large-scale terraces or single steps for measurements.

are evaporated by co-deposition onto the cleaned Cu(100) crystals. While Cu is

evaporated from a tungsten crucible at a growth rate of 1 ML/min, the impurity

evaporator operates at lower rates of 0.1 − 0.3 ML/min and is equipped with a

stepper motor allowing for shutter opening times of down to 100 ms in order to

obtain small ratios of composition. For the evaporation of Ge, a graphite crucible is

used. Typical sample structures consist of a clean Cu(100) surface, 15 monolayers of

dilute alloy, and a capping layer of three to five monolayers of only Cu. In order to

avoid sputtering effects from charged ions of the evaporated material, a high voltage

(U = 1.3 kV) is applied to the sample during evaporation. Furthermore, to limit

surface mobility, the sample is held at a temperature of 100 K. Otherwise, impurities

have the tendency to separate from the Cu crystal and move to the surface. After

low temperature growth, a flat surface has to be restored for investigations by STM.

This is why, in a final step, the sample is flashed to 250 ◦C for 3 s by electron-beam

heating. Then it is immediately transferred into the STM mount which is at T = 6 K.

An exemplary large-scale topography of the grown surface is shown in Fig. 4.2. For

a configuration as depicted in the figure, it is easy to find large flat regions of dozens

of nanometers without crystal steps or contamination to investigate the signature of

single buried impurities. These surface interference patterns are discussed in detail

in Chap. 5.
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4 Dilute Metal Alloys

Figure 4.3: Chains on the Cu(100) surface. (a) Overview topography (30 × 30 nm2,
U = 0.1 V, I = 0.3 nA) shows Ge chains along the surface lattice. (b) Zoom-in
topography (9×9 nm2, U = 0.2 V, I = 1.0 nA) with chains of different lengths
and additional surface defects. (c) Height profile for chains labeled in (b)
with three and five maxima, respectively. (d) STS on free surface as well as
white and black contrast on both chains (USet = −1.5 V, I = 0.7 nA).

4.2 Surface Structures

The growth of dilute surface alloys is challenging as every combination of impurity

species and host can show different properties, for example for mobility on the

surface during or diffusion within the crystal after growth. While a dilute alloy of

Co in Cu(100) can be fabricated at room temperature, this approach fails for Fe

and low temperature growth at T ≈ 100 K is necessary [59, 134]. Despite using low

temperatures for Ge and three to five cover layers of pure Cu, we still find segregated

Ge atoms in the surface layer. For room temperature, the combination of Cu(100)

and Ge reveals intriguing surface structures, which we will discuss in this section.

Although we are not able to explain the underlying mechanisms, the data shows that

for a similar experiment with another species, the respective sample system has to

be examined carefully.

When a Cu-Ge dilute alloy is grown at room temperature, the Ge atoms’ mobility
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4.2 Surface Structures

on the surface is high, so that they can ’float’ on top of the crystal while new layers

are added by evaporation. For a low concentration of Ge, approximately 0.1 % for

twelve bulk layers, we found chains of bright contrast on the Cu(100) surface, as

depicted in Fig. 4.3. At each end of the feature, a dark contrast concludes the

otherwise bright protrusion. The bright contrast shows a periodicity of b = 5 Å and

exists in lengths from one bright dot up to chains of seven. Peculiarly, these chains

are aligned along the surface lattice, i.e. between the nearest neighbors of the cubic

surface lattice (asurf = 2.55 Å).

Figure 4.3(b) features two chains of different lengths, surrounded by other surface

defects. The three dark depressions show a contrast of 30 pm which is typical for

impurities in the surface layer. The height profiles in Fig. 4.3(c) indicate that the

dark contrasts at the end of both chains have a similar depth like a single Ge

atom in the surface layer and that the periodicity b resembles for both chains. Its

topographic height of 60−70 pm is assumed to be at least partly of electronic (instead

of structural) nature. It remains unclear, if the chains lie on top of the Cu surface

with negative electronic contrast, or the impurity atoms are located within the surface

layer. As Ge has three more electrons than Cu, this surplus might show as the bright

contrast when multiple atoms join such a chain without sufficient screening from the

host. As atomic resolution could not be obtained for these structures, the atomic

configuration is unknown and the chains’ width of c ≈ 6 Å could either be due to an

atomic zig-zag configuration in the surface lattice or due to a far-reaching doping

effect from a single line of defects. The periodicity of b = 5 Å might be linked to

double the distance of the surface lattice asurf or four times the covalent radius of

Ge (rcov = 1.22 Å). Also alloying structures with mixing components of Cu and

Ge, involving the underlying substrate, could be possible. It has to be noted that

even for long chains the one-dimensional feature remains energetically favorable (or

feasible) compared to a two-dimensional cluster. Spectroscopy on the different parts

of the surface mainly shows two features. For high energies, the free Cu surface (blue

in Fig. 4.3d) shows higher signal, offering more states to the LDOS than the defect

chains (green). These show a peak at E ≈ 100 mV which appears stronger for the

shorter chain.

The result of a different temperature treatment of a Cu-Ge-surface alloy is presented

in Fig. 4.4. A sample with 2 % of Ge per alloy layer was stored for two weeks at

T = 80 K before being cooled down to T = 6 K again for STM measurements. It

cannot be excluded that during the temperature change the sample briefly exceeded
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4 Dilute Metal Alloys

Figure 4.4: Surface structures of Ge in Cu(100). (a) Topography (7 × 7 nm2, U =
0.05 V, I = 0.3 nA) with chains of electronic contrast that align with the sur-
face’s crystal structure. (b) Corresponding map of apparent barrier height Φ
indicates that Ge networks (high Φ) form in Cu surface. (c) STS data for
USet = 1.0 V, I = 0.4 nA.

the specified values. On first sight, the resulting surface structures are similar to

the patterns presented above with their bright surface contrast. However, here the

features are oriented with the crystal directions and not the surface lattice, which

means a rotation by 45◦. Furthermore, single atoms can be identified to sit on every

site of the Cu(100) fcc surface, i.e. ’double chains’ that first might seem like two

rows of atoms contain a row with weaker contrast in the middle, corresponding to

the face-centered atom in the lattice. The apparent barrier height measurement in

Fig. 4.4(b) clearly identifies two different chemical species while the unperturbed

surface exhibits the typical value of Cu (Φ = 3.6 eV). Thus, we assume the atomic

contrast is given by a Ge structure that is either fully composed of Ge atoms or an

alloy like Cu3Ge. As the barrier height is rather homogeneous, a mixed structure

would be assumed to extend into the first layers of the bulk.

Energy-dependent measurements reveal that the Ge structures show fewer states

for high energies (Fig. 4.4c), which matches with the findings for the Ge-like chains

that were found for smaller concentrations. The differences in LDOS are sufficiently

high to be visible in the multi-bias topographic data in Fig. 4.5. For negative voltage

and U = 0.7 V, similar patterns but with smaller height contrast are found. For

U = 2.0 V, the contrast inverts because the contribution from Cu states of energies

higher than 1 V is so high, that the Ge contribution from close to EF is excelled.

The investigation of surface alloys was already field of research decades ago [181],

and even simple systems like sulfur adatoms on Cu(100) have still been examined
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4.2 Surface Structures

Figure 4.5: Multi-bias topographies of Ge-Cu surface structures (5.3 × 5.3 nm2, I =
0.5 nA). Contrast decreases from (a) U = −0.2 V to (b) U = 0.7 V and
inverts at high bias (c) U = 2.0 V.

recently [182]. We have also found that the preparation of the samples required

for our electron focusing experiments is non-trivial and that the interaction of two

atomic species during growth and in vicinity of a surface can lead to complex surface

structures. On the Cu(100) surface, e.g., adsorbed Pb was characterized for various

coverages finding different phases including a c(4× 4) superstructure where the Pb

atoms form linear chains [183]. For the Fe(100) surface, bulk carbon impurities

segregated to the surface and created surface phases with local and long-range order

[184]. For this system, one-dimensional surface states were found to emerge due

to the electrostatic potential of the adatoms [185, 186]. Such states could also be

present in the Ge(-alloy) chains found for the Cu-Ge sample preparation.

Characterizations of surface alloys, including such electronic effects as well as

diffusion in the surface layers and mobility during and after growth, are crucial for

understanding and designing nanostructures. Especially the interplay of Ge and

Cu can be of relevance for metal-semiconductor interfaces, where intermixing and

interface alloying can influence structural and electronic properties. Nevertheless,

these questions point in very different directions than the primary aim of this work.

Therefore, we leave this as a first insight for such surface structures and focus instead

on the investigation of subsurface impurities and properties of the bulk. With the

low temperature growth, we identified a method that allowed us to fabricate the

necessary samples of suitable quality.
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4 Dilute Metal Alloys

4.3 Residual Resistivity

In the electron focusing experiment, we investigate the electrons in a dilute alloy

sample system. These charge carriers are mainly responsible for the transport

properties of the material and the impurities in the dilute alloy are irregularities that

cause additional scattering affecting the transport properties. In this section, we

review these effects in terms of macroscopic properties and the residual resistivity.

For thorough derivations and more detailed descriptions is referred to the literature

[67, 187, 188].

The Sommerfeld model combined the classical Drude model with the quantum

mechanical Fermi-Dirac statistics where the electrons obey the Pauli principle [189].

The conductivity of a solid σ is the inverse of the resistivity ρ and describes how

it reacts to an external electric field E with a current density J. According to the

model it follows Ohm’s law

J = σE = neµE =
ne2τ

m
E = −nevD (4.1)

Here, n denotes the electron density, e the elementary charge, m the electron mass,

and vD the mean drift velocity which is proportional to the applied electric field by

the mobility µ. In this description the mean scattering time τ is a central quantity

to describe the scattering process as it quantifies the time between two scattering

events. It is linked to the Fermi velocity vF and the mean free path ` by

` = vF τ (4.2)

Possible scattering events in a solid include scattering at defects, interaction

with lattice vibrations (phonons) and interaction with other electrons. Additional

scattering processes can be introduced by the sample geometry, i.e. at the sample

surface. Each scattering event increases the total resistivity of the sample and

reduces the mean scattering time τ . The empirical Matthiessen rule assumes that

the scattering rates can be added:

1

τ
=

1

τ1

+
1

τ2

+
1

τ3

+ ... (4.3)

Although the rule is not exact and sometimes rather a rough estimate, e.g. for thin

films, it is a helpful tool for predicting resistivities. The different contributions to
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4.3 Residual Resistivity

the overall resistivity can be added as if the different processes occurred separately:

ρ = ρ1 + ρ2 + ρ3 + ... (4.4)

While scattering at phonons shows a temperature dependence with ρph ∝ T for low

temperatures and ρph ∝ T 5 for high temperatures (T � Debye temperature ΘD), the

contribution from defects and impurities is independent of temperature. It is called

residual resistivity ρ0. For dilute alloys, this quantity is especially important as the

deliberately introduced foreign atoms are mostly responsible for it. Nordheim’s rule

is a semi-empirical equation that describes the contribution to the resistivity in a

metallic alloy due to additional scattering at the substitutional atoms [190, 191].

With X as atomic fraction of solute atoms in a solid solution, the resistivity is given

by

ρN = CX(1−X) (4.5)

Here, the constant C denotes the alloy-specific Nordheim coefficient. Nordheim’s

contribution to the resistivity can be included in the sum of Matthiessen’s rule.

Already in 1932, Linde measured the resistivities of metal alloys in various con-

centrations [25]. Empirically, Linde’s law was found, similar to Norbury’s rule [192],

that states that the residual resistivity ρ0 increases quadratically with the valence

difference ∆Z between host and impurity atoms:

ρ ∝ (∆Z)2 (4.6)

Some of the results leading to this conclusion are shown in Fig. 4.6, where the

atomic increase of resistivity for a Cu host is plotted as function of impurity species,

clearly showing the quadratic relation. Although Ag is significantly larger than

a Cu host atom, the change in resistivity with respect to a pure Cu sample is

close to zero with ∆ρ = 0.14× 106 Ωcm/At%. However, for Ge with a valence

difference of three electrons, the resistivity increases by ∆ρ = 3.75× 106 Ωcm/At%

for room temperature. This large difference for both impurity species, with a factor

of almost 27, is one of the main reasons to choose specifically these two impurity

species for this study. It would be assumed that these macroscopic results can also

be found on the microscopic level when investigating single impurity atoms on the

atomic scale.
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4 Dilute Metal Alloys

Figure 4.6: Increase in resistivity per atomic percent of impurities for a Cu host (ξ =
(∆ρ/c) for c → 0). Linde’s law is visualized by plotting over the square of
valence difference (N − Ng)

2 in (b,d). Impurities of (a,b) 4th period and
(c,d) 5th period. Reprinted with permission from J. O. Linde [25]. Copyright
(1932) by Wiley-VCH.

The presented ’laws’ were just the starting point for further experimental and

theoretical investigations. Of course, some simplifying assumptions break down for

more complicated materials, e.g. for alloys of various components, with a specific

carrier density or with spin dependence. Most described rules are based on simple

quasi-free electron scattering of, e.g., one s-band, so that more sophisticated scattering

mechanisms are not represented.

A different approach than the nearly century-old empirical estimates are first-

principles calculations that yield insight into the electronic structure of (dilute) alloys,

of which the KKR Green’s function method described in Sec. 3.7 is only one example.

The calculation of impurity scattering and its application in the determination of

electronic properties of a metal is a very broad field that is not covered here and,

instead, we refer to reviews as [149, 187, 193, 194]. The scattering phase shifts

obtained from KKR-DFT calculations describe the atomic potentials of the solid

and since these determine the material’s electronic properties, various quantities can

be derived from them. For example, the phase shifts can be used to parametrize the

Fermi surface, as done in connection with de Haas-van Alphen measurements. By

applying a quasiclassical approach, combining a quantum-mechanical description

of electrons with the classical Boltzmann equation, transport properties can be

calculated from first principles. Thus, electronic properties like the resistivity or

Seebeck coefficients can be linked to the scattering matrix t. Going even further, the

contributions of different states of the Fermi surface to these properties can also be

determined, since the ab-initio calculations compose them in a bottom-up approach

summing over k.
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4.3 Residual Resistivity

These connections allow to further investigate the question of the large differences

in residual resistivity of Ge and Ag impurities in Cu. For the sp impurity Ge,

three additional electrons in s and p orbitals cause a significant additional local

valence charge at the impurity [158]. This perturbation of the crystal potential

causes high scattering rates especially for s and p electrons. For the Ag impurity,

the electronic configuration on the outer shell is identical to Cu, causing a smaller

perturbation than Ge. The residual resistivity of the transition metal Ag in Cu

originates from scattering at a 3d virtual bound state whose resonance is located far

from the Fermi level. Hence, the d scattering amplitude at the Fermi level is only

small [149, 158]. These explanations match with the values found in the ab-initio

calculations presented in Sec. 3.7, where we found strong sp scattering for Ge and

only weak scattering amplitudes for Ag.

Having discussed the sample preparation and the expected scattering mechanisms

in the investigated dilute alloys, in the next chapter, we will present the topographic

surface signatures of buried Ge and Ag impurities in Cu(100).
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5 Topographic Signatures of

Non-Magnetic Subsurface Atoms

In the previous chapter, the preparation of dilute surface alloys and the expected

scattering properties of the studied subsurface impurities were introduced. Here,

we will present the experimental investigation of topographic signatures of non-

magnetic impurities in Cu(100). While single instances of STM data have already

been shown above, this chapter takes a systematic approach to characterize the

surface interference patterns.

First, the surfaces of dilute alloys are described and we explain how the depth

of a specific impurity is determined. Subsequently, the interference patterns are

characterized and quantified by a single scattering phase shift in the framework of the

tight-binding model and compared to Ag as another non-magnetic impurity species.

Finally, we start the transition to energy-dependent investigations with multi-bias

measurements.

All presented Ge data was recorded within this thesis. The Ag data was recorded

and processed before by H. Prüser whose work is gratefully acknowledged [59]. The

analysis of Ag data with the tight-binding model as well as all comparisons with Ge

are part of this work.

5.1 Surfaces of Dilute Alloys

The surface of a dilute alloy resolved by STM is shown in a large scale topography in

Fig. 5.1(a). It is covered with the strong dark LDOS contrast of surface layer (’1ML’)

and second monolayer (’2ML’) impurities as well as bright spots from adatoms.

Between these high-contrast features, there are various interference patterns of

different lateral sizes and amplitudes. Each pattern corresponds to a single Ge

impurity buried in deeper layers of the Cu(100) surface.

Another overview in Fig. 5.1(b) with smaller surface area shows the different
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Figure 5.1: Overview topographies of Ge impurities in Cu(100). (a) Topography (43.5×
43.5 nm2) at set point (U = 50 mV/I = 0.3 nA). (b) Topography (20×20 nm2)
at set point (U = −100 mV/I = 0.5 nA). Each data set features various four-
fold interference patterns, each corresponding to a single buried Ge atom.

contrasts in more detail. Most dominant are ring-like patterns that consist of

around 1.5 oscillations of protrusions and depressions in electronic contrast. The

topographic height is only a few picometers, which amounts only to a small fraction

of an atomic step. The patterns have a four-fold symmetry, which is given by

the anisotropic band structure of Cu and the crystal surface orientation. Electron

focusing defines, as described in Sec. 3.3, a certain focusing angle for enhanced

electron propagation which is around 35° with respect to the Cu(100) surface normal.

Hence, a laterally larger pattern corresponds to an impurity buried more deeply

in the crystal. Fig. 5.1(b) shows clearly that the interference pattern superimpose

without additional interference.

Figure 5.2(a,b) shows a comparison of three separate surface signatures in 2D

topography and line sections. A 1ML Ge atom (in the surface layer) shows a negative

contrast of approximately 30 pm. This was already found by Kloth et al. for Co

atoms in Cu [116]. Only covered by one Cu layer, the 2ML impurity reveals a bright

protrusion surrounded by a dark ring with an electronic contrast of around 10−15 pm.

These defects are also easily spotted in the overview topography Fig. 5.1(b). For

comparison, a 7ML impurity is also depicted in Fig. 5.2. While its signature is

spatially more extended than the surface-near defects, the topographic contrast in

height is substantially smaller.

We identify the scattering centers as point-like, single Ge atoms. By a precise

control of the growth process, we ensure that there is no contamination apart from
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Figure 5.2: Subsurface defects at the Cu(100) surface. (a) 6.1×6.1 nm2-topography
(U = 100 mV/I = 0.4 nA) with dark depressions for surface-near Ge im-
purities and larger interference pattern for 7ML impurity. (b) Line profiles for
different impurities, corresponding to colored arrows in (a). (c) 7.8×7.8 nm2-
topography (U = −50 mV/I = 0.3 nA) showing the complexer pattern of a
three-dimensional subsurface cluster.

the impurity species. This is checked by reference measurements with a clean Cu(100)

sample and a Cu(100) sample with additional evaporated Cu layers, as shown in

Chap. 4. Argon cavities were found by Schmid et al., Kurnosikov et al. and others as

result of the single crystal preparation [124, 125, 195]. These show richer interference

patterns with larger lateral extent than point-like impurity atoms because of the

geometry as three-dimensional subsurface object. Also clusters of impurity atoms

cause more complex structures in topography due to multiple scattering centers

and focusing angles. However, because the concentration of impurities is usually

< 1%, clusters form only rarely. In a few topographies, e.g. in Fig. 5.2(c), we find

interference patterns of residual sputter gas or impurity clusters that can easily be

distinguished from the clearly defined four-fold surface signatures of single impurity

atoms and are therefore excluded in our analysis.

5.2 Determination of Impurity Depth

For the analysis it is crucial to determine the depth of a specific impurity from its sur-

face signature. The key to resolve this question is atomic resolution data. The crystal

lattice of Cu(100) consists of equal sublattices parallel to the (100) surface, which

only differ by a lateral shift of half a lattice parameter aCu (depicted in Fig. 5.3(a) in

blue and green, respectively). Assuming that the impurity atom sits substitutionally

in the Cu matrix, its depth is limited to the Cu monolayers. Furthermore, an

impurity’s electron focusing pattern is symmetric around the impurity because of the
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Figure 5.3: Determination of an impurity’s depth by atomic resolution data. (a) Cu fcc
crystal unit cell. Atoms of an odd (even) monolayer are colored in blue (green).
(b) Topography of 4ML Ge impurity (4× 1.4 nm2, U = −50 mV/I = 0.3 nA).
The (partial) surface signature is superimposed with atomic resolution labeled
by blue crosses. The center of the interference pattern is in between surface
atoms, thus, the impurity is located in an even monolayer.

crystal’s four-fold symmetry. The position of the interference pattern with respect

to the atomic lattice of the surface determines whether the impurity is located in an

odd monolayer (3ML, 5ML, ...) or even monolayer (2ML, 4ML, ...). If the surface

signature is symmetric around a surface atom, then the impurity as scattering center

sits right below this atom, and is part of a monolayer that is identical to the surface

layer, i.e., an odd layer. If the interference pattern is symmetrically located around

a position between surface atoms, then the impurity is located in an even layer. The

signature of an impurity in an even monolayer is shown in Fig. 5.3(b) where the

center of the pattern is clearly between the surface atoms.

In the next step, it needs to be determined in which layer exactly the impurity

atom is located. For this, there are three additional ingredients. Firstly, the overall

lateral size of the interference pattern is approximately given by the focusing angle

that is independent of depth. Generally, a larger interference pattern corresponds to

a more deeply buried atom. However, additional contributions from the phase that

is collected during propagation can change the pattern’s shape. Therefore, this is a

helpful guideline, but no irrevocable rule. Secondly, a very experimental approach

is the measurement of many impurity signatures of the same species with similar

imaging conditions. The preparation process does not exclude any layers for the

impurities, thus, data sets for various different layers can be collected and compared.

Finally, the tight-binding model, as introduced in Sec. 3.5, can be used as additional

tool whose application is shown in Fig. 5.4. A data set with atomic resolution depicted

in Fig. 5.4(a) shows an impurity located in an odd layer because the interference

pattern is symmetric around a surface atom. The small lateral size of less than

74



5.3 Effective Scattering Phase Shift

Figure 5.4: Determination of an impurity’s depth by atomic resolution data and tight-
binding model. (a) Topography (U = −100 mV/I = 0.5 nA) (b) Horizontal
section (along [010] direction) in excellent match with 3ML tight-binding
calculation. (c) Horizontal section in comparison with 5ML and 7ML simula-
tions, where the main weight of the signal is shifted towards the outer peaks,
not matching the experimental pattern. Therefore, the topography in (a) is
assigned to 3ML.

2 nm hints towards depths rather close to the surface. In Fig. 5.4(b) and (c) the

experimental section is plotted together with tight-binding simulations for different

odd MLs, each with a best-fit impurity scattering phase. While for 5ML and 7ML the

overall lateral sizes and shapes do not match, for 3ML an excellent fit of experiment

and simulation is obtained. Another use case of the tight-binding model is when

a complete collection of experimental data for all depths is not available for a

comparison, e.g. for very deep layers. Then, if an approximate effective scattering

phase is known from other data (see Sec. 5.3 for more details), the calculations can

be used to determine the impurity’s depth.

5.3 Effective Scattering Phase Shift

We have shown that buried non-magnetic impurities show surface interference patterns

even for various layers below the surface. Apart from a certain beauty of the

experiment, one has to ask what can be derived from the data. The patterns’ shapes

are determined by the host’s electronic structure and the scattering properties of

the impurity. In the tight-binding model presented in Sec. 3.5 the known overall Cu

bulk band structure is reproduced accurately and therefore allows to characterize the

impurity scattering. It is described in this simple model by an effective scattering

amplitude and an effective scattering phase shift η. Here, we fit the experimental

data to the tight-binding model in order to obtain the effective scattering phase shift.

In the previous section, we have already shown tight-binding simulations that, of
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course, include scattering phase values representing the impurity. In this section, we

introduce the systematic approach which is used to obtain these suitable values.

In Sec. 3.6, we have characterized the role of electronic orbital characters for the

focusing patterns. Yet, for simplicity, we here decide to study the scattering phase

shift without orbital resolution as it will be shown that this model can reliably

describe the data. In the end of this section, we will discuss the influence of different

scattering mechanisms, which also involves the different electronic orbitals.

The absolute scattering amplitude is not fitted with the experimental data. It is

responsible for the electronic contrast in height z which also crucially depends on

the imaging conditions of tip shape and set point. This is why the relative ∆LDOS

differences within a pattern, i.e. the relation of minima and maxima, are taken into

account, but not the absolute height. For comparison, the maximum values are

matched between experimental and simulated data.

5.3.1 Simulation and Fit

The fit procedure of the tight-binding simulation is based on four parameters (c.f.

Fig. 3.5), where the effective scattering phase shift η is the aim of the fit while

the other parameters are fixed. It is important to notice that the parameters are

coupled, e.g. a small change in asurf leads to a different propagation distance and,

thus, collected phase during propagation of the electron wave. In order to obtain the

same phase relation at the surface (e.g. maximum constructive interference), this

leads to a smaller effective scattering phase shift.

The impurity depth d as integer value is determined as described in the previous

section. The height h is fixed for Ge impurities to 7 Å which suits the moderate

values for set point currents and bias voltages, while typical STM tunneling distances

are 5 Å to 8 Å [43]. The distance between surface layer and vacuum asurf is set to

asurf = 1.0a[100] in a first approximation which corresponds to a rough estimate where

the potential exceeds values occuring within the crystal [146]. Later, the assumptions

for h and asurf are checked for their accuracy.

In the fit procedure, the experimental topography section along the [010] direction

through an interference pattern of an assigned depth is compared to simulated sections,

similarly as in Fig. 5.4. For one data set, all computational parameters are fixed as

stated above and simulated sections for all possible phase values η = (0.00...2.00)π

are calculated. The root-mean-square deviation in height is taken as quantity to

be optimized, i.e. the deviation concerning every pixel of the fit. The lowest value

76



5.3 Effective Scattering Phase Shift

Figure 5.5: Fit procedure for the effective scattering phase shift η. (a) Deviation per
pixel for varying phase shift for Ge 5ML impurity with asurf = 1.0a[100]. Best
fit is found for η = 1.27π. (b) Determination of asurf. Smallest variance of
best-fit phase η for various Ge data sets is found around asurf = 1.0a[100].

idenfities the best effective scattering phase shift η. This ’brute force’ approach in the

limited parameter space for the phase allows to easily identify the absolute minimum.

On a technical level, in order to be comparable, the simulations are interpolated to

the experimental lateral data point distance and the maximum peak amplitudes are

matched. We restrict the comparison to the lateral area of the impurity-induced

interference pattern. Depending on the depth this is r < 10 Å for the small pattern

of a 3ML impurity or usually r < 15 Å for deeper layers.

An exemplary plot corresponding to the fitting procedure for a Ge 5ML impurity

is shown in Fig. 5.5(a). The phase with minimal deviation per pixel corresponds

to the best-fit value, here η = 1.27π. The periodicity in the data is expected: the

phase η is ’added’ to the phase collected during electron propagation. Therefore, a

shift of 1.0π leads to an inverted interference condition at the surface.

Multiple checks were performed in order to characterize the stability of the fit

with respect to its parameters. The first test deals with the value of asurf where

we initially chose asurf = 1.0a[100]. As we assume a depth-independent effective

scattering phase shift, we expect the smallest possible spreading of phase values for

the best fit. The fit results for various experimental data sets for different values

of asurf in Fig. 5.5(b) show that the variance of phase values is smallest around

asurf = 1.0a[100]. At the same time, we find that small changes in asurf do not change

the outcome significantly. Therefore, our findings do not contradict and are consistent

with the findings of A. Weismann who found a best consistency for describing Co
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impurities with asurf = 1.3a[100] [134]. The figure also visualizes the certain ambiguity

of the parameters because a smaller value for asurf, and, hence, phase collected with

propagation, is compensated by a higher scattering phase η in order to reproduce

the same experimental data set.

A similar check can be run for the height h. We find significantly higher variances for

the phase values for h = 3 Å and h = 11 Å which is induced by considerably different

pattern shapes due to transmission of more or less frequencies in k||, respectively.

The most consistent fits are obtained for Ge for h = 7 Å and h = 9 Å where we

choose h = 7 Å as it matches better to the literature value distances for the applied

set points and a visual comparison of simulated 2D data with the experimental

topographies.

It is important to note that the selection of a 1D section is not the only possible

way to determine an effective scattering phase from the data. However, it is a suitable

approach, as it already leads to neat results. A similar 1D fit for the [011] direction

has resulted in very similar phase values and therefore supports the chosen fitting

procedure. Nevertheless, the full 2D appearance is also of importance, but more

difficult to fit. For example, one would have to discuss imbalances of different

topography regions due to the four-fold symmetry of the surface signatures that leads

to outward features being more strongly represented in a simple 2D comparison. In

the next subsection, it will be shown that the parameters, which are obtained with

the presented fit method, prove to describe well the impurities’ signatures in both

1D and 2D. The used parameter set is not necessarily unique as different quantities

can compensate for another.

5.3.2 Ge Effective Scattering Phase Shift

The tight-binding model is used to describe the impurities’ topographic signature.

A fit reveals the effective scattering phase shift η which characterizes the pattern

shape. Figure 5.6 shows systematically the surface signatures of Ge atoms from 3ML

to 7ML. Impurities closer to the surface do not reveal patterns that are determined

by electron focusing. The topographic signatures show four-fold symmetry and their

lateral size increases with depth from about 1 nm for 3ML up to a diameter of 2 nm

for 7ML. As a visualization, one can follow the main maximum/minimum being

shifted outwards. At 3ML, the highest maximum is the central peak which becomes

a broader peak for 4ML, then a small ring in 5ML, and finally in the 7ML pattern

a peak which is located at r = 8 Å. Starting with 7ML, the center area is almost
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Figure 5.6: Ge impurities in Cu(100) buried in various depths. (a) Experimental to-
pographies (2.4× 2.4 nm2) show interference patterns of characteristic shape
increasing in lateral size with depth. (b) Tight-binding simulations of the to-
pographies with fitted values of η = {1.19, 1.46, 1.27, 1.07, 1.11}π for h = 7 Å.
(c) Comparison of experiment (blue) and simulation (red) along horizon-
tal sections ([010] direction) through the surface signatures shows excellent
agreement.
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Depth UBias Best Fit η

3ML −100 mV 1.19π
3ML −25 mV 1.19π
3ML 125 mV 1.22π
4ML 50 mV 1.29π
4ML 100 mV 1.46π
5ML 50 mV 1.27π
6ML 100 mV 1.07π
7ML 100 mV 1.11π

Average 1.23π

Table 5.1: Best fit results for the effective scattering phase shift η for various Ge data
sets with tight-binding model parameters asurf = 1.0a[100] and h = 7 Å. Some
of the data is shown including the corresponding simulation in Fig. 5.6.

unaffected as the regions with highest maximum/lowest minimum have moved further

outwards.

The 2D topography simulations of the tight-binding model in Fig. 5.6(b) match

excellently with their experimental counterparts. This is confirmed by the horizontal

1D sections in [010] direction that are shown in subfigure (c). The corresponding

phase values are obtained by a fit as described in the previous section.

As we assume an effective scattering phase for Ge that is constant for the inves-

tigated energy interval of −100 mV < E < 100 mV and for all bulk layers, we can

average all fit values for η in Tab. 5.1. It includes the data sets shown in Fig. 5.6

and a few more. We obtain as an average effective scattering phase shift for Ge

impurities

ηGe = (1.23± 0.05)π. (5.1)

The error is calculated as standard error of the mean. Although the variation of

the original data points is larger, all experimental data sets are still well-described

by the average value. These variations could be explained by different tip-sample

distances in the experiment (’height h’), artifacts due to the summation of multiple

energies for set points further away from U = 0 mV or experimental resolution. A

comparison of this result and the phase shift values from the ab-initio calculations

(c.f. Sec. 3.7) will be discussed together with the Ag data (Sec. 5.5) as well as in the

next chapter where energy-resolved data is studied.

The average value for the phase shift works well to describe the surface signatures
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of buried Ge impurities. On the one hand, this holds for the data sets that were

used to obtain the average value, and on the other hand, this holds for data sets

where the data quality is not sufficient to extract the phase shift. For example, it

can be useful for depth determination of patterns in large overview topographies

where no high lateral solution for the specific patterns is obtained. The average

phase shift ηGe can be used to forecast a full collection of all possible interference

patterns for comparison with depth-unassigned surface signatures.

Analyzing the overview topography presented in Fig. 5.1(a), we find that the

tight-binding model in addition to the lateral pattern shape also predicts accurately

the topographic contrast in z-direction. We determine the total topographic height,

i.e. the difference between maximum and minimum, of 11 interference patterns as well

as the corresponding impurity depth in the overview topography. As the resolution

does not permit a phase fit, we identify the depth by the average phase value which

is not always unambiguous and leads to error bars along the depth axis. The data is

shown in Fig. 5.7 with the simulated topographic heights within the tight-binding

model.

As the model does not contain an absolute scale in z-direction, the curve is scaled

with a constant factor to match the value at d = 5 ML. The experimental and

simulated curves match very well for depths in medium range (5− 10 ML) down to

very deeply buried impurities more than 15ML below the surface. For comparison,

the corresponding signal in an isotropic 3D electron gas (∝ r−2, matched to the

experiment for d = 5 ML) decays significantly faster than the experimental and

tight-binding data.

For impurities close to the surface, i.e. 3ML and 4ML, the interference patterns are

very sensitive to phase changes because the propagation distance is very short and the

maximum peak is in the center of the pattern. This is why the tight-binding values

do not continue to increase monotonously (and, related to this smaller robustness,

also create problems when running a phase fit). Nevertheless, we find that the

tight-binding model does not only comprise the physics for the interference pattern

shape, but also for the signal losses in the propagation of electron focusing.

In Sec. 3.6, we have introduced orbital components to the tight-binding model. Up

to now in this chapter, we have not distinguished between orbitals. This is equivalent

to orbital-independent scattering phase shifts and scattering amplitudes where an

incoming electron can be scattered into any outgoing orbital component. We have

run checks, if a different modeling of the scattering process describes better the
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Figure 5.7: Comparison of depth-dependent topographic heights for experiment and tight-
binding simulation. The height is defined as difference between minimum
and maximum point of the interference pattern. All experimental data points
are taken from the overview topography shown in Fig. 5.1(a). Simulated
data is not shown for d < 5 ML because for short propagation distances
the model is very sensitive to the phase shift and depends more on the
depth-dependent pattern shape than on the depth. For deeper layers, the
experiment is reproduced well in height contrast. In comparison, the signal
corresponding to isotropic propagation (∝ r−2) decays significantly faster
(scaled to experimental data for d=5 ML).
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experimental data in terms of the pattern shape. Three candidates were investigated:

orbital-independent scattering between all orbitals (’type 1’), scattering only within

the orbital character s, p, or d (’type 2’), as well as scattering only within each of

the nine orbitals (’type 3’). For each simulation the same effective scattering phase

shift and scattering amplitude is used.

In a quantitative fit, the different types of scattering do not show significant

differences, neither in the obtained phase values, its variance for different data sets

nor the deviation per pixel. It has to be noted that these are average quantities,

i.e. the same value can be obtained while one part of the pattern is fitted better

and another part matches worse. For scattering within the orbital (’type 3’), the

calculated patterns show stronger peak amplitudes at outward positions, while ’type 1’

has more lateral weight in the center. Generally, when observing the pattern for 3ML

or 5ML in Fig. 5.6, more outward amplitude can reproduce better the experimental

data. However, as this is not significantly reflected in the quantitative fit, where we

obtained similar values, we chose to use scattering between all orbitals (’type 1’) as

the simplest version for the analysis and the plots in this thesis.

There are several reasons why the orbital-resolved analysis does not yield a clear

result for one scattering mechanism. Firstly, as mentioned above, the simulations are

overdetermined with parameters where maybe not the best combination was found

matching the real system. Furthermore, the fit quantity ’deviation per pixel’ might

not be suitable in the orbital analysis as it only takes into account the 1D section

and does not weight different areas of the scattering pattern. Finally, the orbital-

dependent analysis is not conclusive. For example, orbital-dependent scattering

amplitudes might shed light into the scattering mechanism. In order to make use of

further parameters introduced into the model, more statistics by more data sets of

the same depth and species would be necessary.

By determining the effective scattering phase shift η, we are able to characterize

Ge impurities and their surface signatures from depths close to the surface down to

more than a dozen layers into the crystal. In the next section, we will have a closer

look at deeply buried impurities.
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5.4 Deeply Buried Impurities

Non-magnetic impurities show interference patterns for surface-near depths, as

discussed in the previous sections, and even for deeply buried Ge atoms. The latter

show signatures of a few nanometers in diameter, as, e.g., found in Fig. 5.1. The

tight-binding model is needed to identify the depth of these impurities because there

are several reasons that make it hard to determine the layer without the numerical

model. Firstly, we do not have a complete data set available with interference patterns

for all depths with comparable measurement conditions (set point, tip shape) as not

every layer is found during measurements. Furthermore, deeper scattering centers

cause weaker signals in the LDOS (e.g. 1 pm instead of a few pm), so that the

signal-to-noise ratio decreases. Also, atomic resolution is a helpful tool to identify an

even or odd layer, but obtaining atomic resolution simultaneously with such a weak

focusing pattern is very challenging and was not successful for the data presented

here. Finally, as the center area is unperturbed for large interference patterns, the

overall pattern shape resembles more for deeper layers. In Fig. 5.8, this can be seen

in a full collection of tight-binding simulations at the Fermi energy for impurity

Figure 5.8: Calculated topographic surface signatures (6× 6 nm2) at U = 0 mV for Ge
impurities (η = 1.23π, h = 7 Å) in deep layers. The surface signatures for
neighboring depths only differ by small differences in lateral size and ratio of
intensity of maxima and minima. The range of the color scale decreases by a
factor of four from 9ML to 20ML.
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depths of 9− 20 ML. These patterns’ shapes and lateral sizes can be compared to

experimental data.

An example of such an overview with deeply buried impurities is depicted in

Fig. 5.9. From the comparison with 2D and 1D tight-binding simulations, we suggest

as depths for the distinctly visible patterns 14ML (top right), 13ML (top left) and

13ML (bottom left). As the data of 1D sections is often noisy, a possible approach

to determine the depth is to first obtain a depth range from the lateral size of the

pattern and in a second step compare the shapes with the possible candidates. This

strategy succeeds if the apparent effective scattering phase shift is close to the mean

value calculated above, so that the pattern coincides with the shapes in Fig. 5.8.

Figure 5.9: Overview topography (20× 20 nm2, U = −100 mV/I = 0.5 nA) with the
signatures of three deeply buried impurities. Black contrast are 1ML and
2ML impurities.

In Fig. 5.10 we show three different patterns in layers deeper than 10ML that

were recorded with higher resolution. Peculiar in comparison with the signatures

of impurities closer to the surface, shown in Fig. 5.6, is an apparent rotation of

the patterns by 45°. This starts for 7ML and can be clearly identified for deeper

impurities, also found in Fig. 5.8. This seeming change in shape can be explained by

the focusing directions. For Cu(100), the main features are the fourfold beam-like

signatures along the crystal directions (c.f. Fig. 3.7b). These beams are connected

to form the typical ring shape. For small patterns, this results in nearly quadratic

patterns aligned with the crystal lattice. For larger depths, the beams are oriented

into the same directions, but as the main minima and maxima are further apart, the
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Figure 5.10: Surface signatures (5.0× 5.0 nm2) of three Ge impurities buried more than
10 monolayers in Cu(100). Although the pattern shape is similar, different
depths show different pattern sizes. The (a) experimental topographies
match well to (b) tight-binding simulations (η = 1.23π, h = 7 Å), as shown
in (c) the comparison of sections along the [010] direction.

rings appear rotated against the crystal lattice.

All experimental topographies in Fig. 5.10 show a height contrast of around 1 pm,

so that data acquisition is challenging. For the 13ML pattern, the 1D section data

alone would be difficult to interpret, and the 2D image is necessary for distinguishing

between peaks from the interference pattern and from noise or background signals.

In the experimental topography, on first sight 12ML and 13ML appear similar with

a combination of maximum/minimum/maximum. However, in the 2D tight-binding

simulation it becomes clear that both signatures show that the ring of dark contrast

is more pronounced for 12ML. Furthermore, especially the 1D section shows that

the peak positions are different as the pattern for 13ML is significantly larger. Due

to considerations like this, we can assign the impurities’ depths with some certainty.
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All in all, despite the low electronic contrast of deeply buried impurities, we can

identify their interference patterns at the surface, even for a single subsurface atom

located a few nanometers below the surface.

5.5 Comparison with Ag Impurities

In the previous sections, we have characterized Ge impurities buried in Cu(100). In

order to distinguish between general properties of non-magnetic impurities and the

specific characteristics of Ge, we compare the results found so far with Ag impurities.

Silver is also a non-magnetic species, however, it is isoelectronic to Cu and therefore

significantly different from Ge.

The surface signatures of Ag impurities, shown in Fig. 5.11, appear to be very

similar to the patterns found for Ge. From 3ML to 7ML the patterns’ sizes increase

with depth and also the pattern shapes are surprisingly identical when compared

to the Ge patterns (c.f. Fig. 5.6). For the 7ML pattern, the focusing pattern is

superimposed with atomic resolution. Other than that, the tight-binding model can,

similarly to Ge, describe the Ag interference patterns both in 2D topographies and

1D topographic sections.

We fit an effective scattering phase shift ηAg to the data, as explained for the Ge

analysis in Sec. 5.3. Here, we also use asurf = 1.0a[100] and choose h = 5 Å due to

the different set point for the Ag data. We obtain the phase values presented in

Tab. 5.2 and find that the values scatter less which can be explained by the set point

at U = −10 mV which excludes effects from the summation of different energies.

We find an average value of ηAg = (1.32 ± 0.05)π. This is similar to ηGe and

Depth UBias Best Fit η

3ML −10 mV 1.34π
4ML −10 mV 1.39π
5ML −10 mV 1.42π
6ML −10 mV 1.24π
7ML −10 mV 1.29π
7ML −150 mV 1.23π

Average 1.32π

Table 5.2: Best fit results for the effective scattering phase shift η for various Ag data
sets with tight-binding model parameters asurf = 1.0a[100] and h = 5 Å. Most
of the data is shown including the corresponding simulation in Fig. 5.11.
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Figure 5.11: Ag impurities in Cu(100) buried in various depths. (a) Experimental to-
pographies (2.4× 2.4 nm2) at set point (U = −10 mV / I(3L,7L)= 2.0 nA,
I(4L,5L)= 3.0 nA, I(6L)= 0.8 nA) show interference patterns of characteris-
tic shape increasing in lateral size with depth. For 7ML, atomic resolution
is superimposed with the electron focusing signal. (b) Tight-binding sim-
ulations of the topographies with fitted values of η = (1.24π...1.42π) for
h = 5 Å. (c) Comparison of experimental (blue) and simulated (red) section
along horizontal sections ([010] direction) through the surface signatures.
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quantifies the resembling appearance of Ge and Ag patterns. Interestingly, they

also resemble the surface signatures of the magnetic impurity Co [23, 134]. At the

Fermi level, we have obtained a value of ηCo = 1.48π for (h = 5 Å, asurf = 1.0a[100]).

However, as the impurity introduces an additional phase shift due to the Kondo

resonance, the effective scattering phase is expected to change on a scale of few

hundreds of mV for Co.

For a comparison of the tight-binding effective scattering phase shift values with

the scattering phase shifts in the ab-initio DFT calculations, the role of the orbital

contributions has to be regarded. In η all orbitals are combined, while in the

first-principles calculations different values for s, p and d are given for δ and the

corresponding arg(∆T ). Due to the correspondence of propagation distance and phase

shift via the tight-binding parameter asurf a comparison of the absolute numerical

values is not possible. Instead, we can compare the difference between both species

within each framework.

With the tight-binding fit, we obtain a similar value for the scattering phase shift.

In the DFT results, as described in Sec. 3.7, the scattering phase shift δ and the

corresponding arg(∆T ) is significantly different for s and p states while the values

for the d orbital are for both species in a similar range. This is a cautious indication

that the experimental topographic patterns are dominated by d orbitals. We will

discuss the comparison of experimental and DFT results in more detail in the next

chapter, where we also consider ab-initio STS simulations that include the scattering

amplitude of the different orbital channels.

5.6 Energy-Dependent Topographies

Up to now, we have analyzed topographies close to the Fermi level. In the next

chapter, we present STS data and the energy-dependence of the impurities’ surface

signatures. Here, we discuss constant current topographies at different energies. For

this, it is important to note that the topographies are a sum over the signatures of

different energies, which are weighted differently by energy-dependent transmission

in the STM tunneling process. This mix of signals with highest sensitivity at the set

point voltage can blurr features, e.g. when a peak position shifts with energy.

In order to exclude possible effects from tip modifications, we recorded multi-bias

topographies for a 7ML Ge impurity, as shown in Fig. 5.12. As all data is recorded

within one data set with changing voltages in every line, we ensure the same tip shape
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for all topographies. As also the set point current is increasing from U = ±300 mV

to U = ±100 mV, this leads to a reduced tip-surface distance. Approximating a

constant LDOS in the given energy range, in simple tunneling theory one would

expect a tip movement of ∆h = 0.27 Å for the change in current and ∆h = 0.53 Å

for the change in energy. This estimation matches very well with the experimental

tip height difference of ∆h = 0.78 Å found for both ±100 mV with respect to the

absolute height at U = −300 mV.

Figure 5.12: Multi-bias topographies of a Ge 7ML impurity (3.0 × 3.0 nm2) for (U =
±300 mV/I = 0.4 nA) and (U = ±100 mV/I = 0.7 nA). (a) Experimental
topographies. (b) Tight-binding simulations. (η = 1.25π, h = 7 Å) (c)
Comparison of lateral sections of experiment (blue) and simulation (red)
along [010] direction. For higher energies, the pattern shrinks as the features
move towards the center. The simulation reproduces well the topographic
change with energy.

The 2D experimental topographies in Fig. 5.12(a) show an apparent shrinking of

the ring-like patterns. The features like the bright maximum or dark minimum move

towards the center and disappear there. This is illustrated by the light peak in the

center that vanishes between −300 mV and 300 mV. The described changes are also
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visible in the tight-binding simulations in 2D and are confirmed in the 1D section

where experiment and simulation are compared. The contrast in z for 100 mV is

larger than for 300 mV, which can be explained by the set point; this finding is less

pronounced for negative bias voltages. In general, this data was recorded at the limit

of z resolution, so some steps in noise reduction and image post-processing were

necessary. Nevertheless, the energy-dependent effects can be clearly identified.

The explanation for the ’shrinking’ is given by how electron focusing works. The

surface interference patterns are determined by the phase relation of incoming

and scattered electrons, protrusions (depressions) occur at sites of constructive

(destructive) interference. The phase relation changes for different electron wave

lengths which depends on energy: the dispersion of the host’s band structure connects

higher energy with a higher momentum k and, hence, a smaller wave length λ. This

results in the same phase condition being satisfied for shorter propagation distances,

i.e. closer to the pattern’s center. Thus, the host’s electron dispersion in visualized

in the interference patterns shown in these constant current topographies.

The next chapter is dedicated to the energy-dependence of interference patterns

and what can be learned from it about both the impurities and the electronic

structure of the host material.
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Non-Magnetic Subsurface Atoms

In the previous chapter, we have shown that we can detect signatures of single buried

non-magnetic atoms in STM topographies of the Cu(100) surface. We understand

how the interference patterns are a result of electron focusing and how their shapes

are given by the host band structure as well as the scattering properties of the

impurity, which we can describe in a simple model with a single effective scattering

phase shift. In this chapter, we characterize the energy-dependence of the surface

signatures by means of scanning tunneling spectroscopy (STS).

Weismann et al. have used topographies at the Fermi level to ’see the Fermi surface

in real space’ [20]. Thereafter, Prüser et al. have thoroughly investigated the energy-

dependence of the signature of magnetic atoms by STS, characterizing the Kondo

properties of the impurity as a single-atom Kondo system [22–24, 59, 134]. Here,

we investigate the interference patterns of non-magnetic impurities. Firstly, these

yield access to the energy-dependent scattering properties of the impurity. Secondly,

as both investigated species act as weak scatterers, we expect their signatures to

be rather featureless in the considered energy interval around the Fermi level. In a

comparison of Ag and Ge, this allows to disentangle the different contributions of

impurity and host. We can functionalize a non-magnetic impurity atom in order to

obtain a real space access to the local bulk band structure of the host.

First, we will introduce the STS signatures of Ge impurities in Cu(100) and

compare them to experimental data of Ag impurities as well as to tight-binding

simulations. Subsequently, we analyze the corresponding ab-initio calculations and

discuss the scattering properties of different electronic orbital contributions. In

Sec. 6.4, we present low-bias features found in the experimental data around the

Fermi level that we identify as band renormalizations due to many-body effects. We

extract and discuss an electron-phonon coupling parameter λ that can describe the

data. The chapter is concluded with an outlook.
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Figure 6.1: Signature of Ge 7ML impurity. (a) Topography obtained during STS mea-
surement (U = −300 mV/I = 0.3 nA). (b) Spectroscopic section in [010]
direction (indicated by the green line in panel a). The difference ∆ dI/dU
with respect to the pristine Cu surface is color-coded. (c) Tight-binding
simulation, reproducing the major characteristics of the interference pattern
with peak positions and dispersion with energy (η = 1.25π, h = 7 Å).

6.1 Ge STS Surface Signatures

The spectroscopy data are studied in sections along the crystal axes that coincide

with the four-fold symmetry of the interference patterns. Such a simplification is

necessary for a graphical representation printed on paper because STS is recorded in

four dimensions, i.e. dI/ dU(x, y, E). Thus, throughout this chapter, sections along

the horizontal [010] direction are the most important depiction of spectroscopic data.

As an example, we show in Fig. 6.1 the spectroscopic signature of the Ge 7ML

impurity that was already presented in Fig. 5.12. The horizontal axis of the spectro-

scopic section in Fig. 6.1(b) indicates the lateral position along the horizontal line

in (a), while the vertical axis indicates the energy scale. The color-code depicts the

difference in differential conductance ∆ dI/ dU with respect to the pristine Cu(100)

surface, as introduced in Sec. 2.3, and is a measure for the change in LDOS due to

the presence of the impurity. Due to difficult imaging conditions, the signal-to-noise

ratio for this data set is rather low. The topography only shows a height contrast

of less than 1 pm and as the STS signature requires multiple hours of imaging, it

is even more difficult to obtain. Yet, after image processing including topography

normalization (c.f. Sec. 2.3.4), clear characteristics can be identified.

The dominant feature in the STS data is the outer maximum that is located at

x = ±9 Å for U = −300 mV and weaker, but clearly visible, is another protrusion

in the center. This pattern shape corresponds to the ring-like signature of the

topography. The main characteristic with energy is an inward movement of all

positions of maxima and minima towards the center. This is explained by energy
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dispersion of the focusing electrons, which was already illustrated by the ’shrinking’

of the surface signatures in the multi-bias topographies in Sec. 5.6. A higher electron

energy is equivalent to a larger wave vector and a shorter electron wave length. Hence,

the same interference condition is already fulfilled at a shorter distance. In the center,

the features vanish for higher energies what is indicated by the central feature that

is especially strong for lower energies and becomes weaker for bias voltages higher

than −100 mV. Generally, the ∆LDOS is strongest at the highest energies. That

is because the tunneling matrix element is larger for higher energies, so that the

dI/ dU signal increases.

A tight-binding calculation of the interference pattern in Fig. 6.1(c) reproduces

the characteristics of the experimental STS data on the whole. Dispersion is also

the dominating effect in the simulation. For this energy interval, it manifests itself

in a nearly linear course of the features’ positions with increasing energy. In detail,

the ratio of the intensities of maxima and minima might somewhat vary between

calculation and experiment, especially for the central peak, but even with the average

effective scattering phase shift ηGe the general pattern shape is obtained. We find

that the tight-binding model can describe well both the topographic as well as the

spectroscopic data.

The surface signature of a 5ML Ge impurity, shown in Fig. 6.2, exhibits similar

features. The spectroscopic pattern reflects the topography data and is characterized

by maxima and minima converging with energy due to electron dispersion. The

minimum in the center vanishes for higher energies as the maximum moves towards

the center. Again, the tight-binding simulation can reproduce the general shape of

the spectrum. Most relevant are the maxima and the outer minimum, both shrinking

in lateral size with energy. This is also visualized in the topography-normalized

∆ dI/ dU maps in Fig. 6.2(d) that show the ∆LDOS in both lateral dimensions (x, y)

for different energies. Despite the mediocre signal-to-noise ratio both the four-fold

symmetry and changes in lateral size due to electron dispersion can be identified.

An additional spectroscopic feature in Fig. 6.2(c) is found at the Fermi level.

There is a kink around 0 eV, so that the pattern shifts towards the center as if it is

experiencing a small phase shift and back. The overall dispersion in a larger energy

interval is unaffected by this zero-bias feature. This characteristic is not observed in

the tight-binding data. Thus, the description of the additional kink is beyond the

scope of the single-particle band structure calculation. We will discuss this in detail

in Sec. 6.4 later in this chapter.
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Figure 6.2: Signature of Ge 5ML impurity. (a) Topography (2.6 × 2.6 nm2, U =
−50 mV/I = 0.3 nA). (b) Tight-binding simulation of spectroscopic sec-
tion (η = 1.25π, h = 7 Å). (c) Experimental spectroscopic section (Uset =
−300 mV). The pattern resembles the simulation and shows an additional
bending around the Fermi level. (d) Two-dimensional ∆ dI/ dU(x, y) maps for
energies E = {±50,±20}meV show shrinking of ring-size due to dispersion.

Having studied an energy interval of ±300 mV so far, in Fig. 6.3, we investigate the

signature of a 4ML Ge impurity in a larger energy range. The spectroscopic section

in Fig. 6.3(c) agrees with the results we have found up to now. The peak in the

center and its neighboring minima are also discovered in the topography and show

dispersion in the spectroscopy. Again, the additional kink at the Fermi level is not

reproduced in the – otherwise matching – tight-binding simulation in Fig. 6.3(d). The

large energy interval of ±1 eV in Fig. 6.3(e) differs from the previous spectroscopic

sections as the dispersion deviates from an almost-linear behavior. Furthermore, as

the tunneling transmission probability is strongly non-linear in this energy range, the

signal around 0 eV is only weakly imaged. Nevertheless, the found pattern matches to

the other experimental data and overall to its tight-binding simulation in Fig. 6.3(f).

It is fair to mention that for this layer, the electron focusing interference patterns

have a structure similar to surface defects of other species, so that they might be

confused. However, as the topographic signals match very well for the calculation

and the spectroscopic signal shows the characteristics of the bulk dispersion, we are

confident to have identified a 4ML impurity. The measurement in the larger energy
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Figure 6.3: Signature of Ge 4ML impurity. (a) Topography (2.7 × 2.7 nm2, U =
100 mV/I = 0.5 nA) (b) Topography tight-binding simulation (η = 1.23π, h =
7 Å) (c,e) Experimental spectroscopic sections for set point USet = −0.4 V
and USet = −1.0 V, respectively. For both ranges, the dominant feature is
dispersion. Around the Fermi level, an additional bending is observed in
the otherwise approximately linear pattern. (d,f) Tight-binding simulations
(η = 1.23π, h = 7 Å) are generally consistent with the experimental STS data
in (c) and (e), respectively. The feature around zero bias is not reproduced.

interval does not show any further features, such as resonances at element-specific

energies. When crossing an energy level of a resonance, e.g. a coupling of an impurity

state to the host, a phase shift would be expected in the scattered electrons, but this

is not found in the experimental spectra.

We can obtain spectroscopic data even for deeply buried impurities, as for the 18ML

Ge impurity shown in Fig. 6.4, which is buried approximately 3 nm below the surface.

Although the topographic signature is superimposed with adsorbates and other

impurities, it can be clearly identified and resembles the tight-binding simulation.

The spectroscopic section in Fig. 6.4(c) shows electronic dispersion that causes the

ring-like features to move inwards with higher energy. Because the topography
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Figure 6.4: Signature of deeply buried 18ML Ge impurity. (a) Topography (7.0 ×
5.9 nm2, U = −100 mV/I = 0.5 nA. Four-fold ring-like feature consists of
two maxima and one minimum. (b) Tight-binding topography simulation
(6.0× 6.0 nm2, η = 1.25π) in excellent agreement with (a). (c) Spectroscopic
section (USet = −300 mV) without topography normalization. Ring-like struc-
ture moves inwards with energy due to dispersion. (d) Spectroscopic section
similar to (c) with smaller energy range showing a bending of the pattern at
the Fermi level.

recorded during STS did not allow for a topography normalization, the fading of

the signal for negative voltages originates from the set point at U = −300 mV. We

conclude that we obtain an interference pattern from coherent propagation through

the Cu single crystal even for a distance of 7 nm from the surface to the impurity and

back. The additional spectrum with higher energy resolution in Fig. 6.4(d) reveals

the characteristic bending of the interference pattern at the Fermi level, as already

found for the other surface signatures.

The signal of ∆LDOS shown in the spectroscopic data is only about 1% of the

full spectra dI/dU . Therefore, the quality of the tip plays a crucial role for the

measurements, which is discussed in Appendix A.

6.2 Ag STS Surface Signatures

Since the topographies have shown very similar surface signatures for Ge and Ag,

it is straightforward to compare the STS data for both species. The 7ML Ag
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impurity depicted in Fig. 6.5 shows a dispersive interference pattern which matches

the pattern shape of the topography. The tight-binding simulation fits the overall

shape of maxima and neighboring minima. At the Fermi level, we find again an

additional kink that bends the otherwise almost linear dispersion. In an energy range

of approximately ±100 mV the signal becomes weaker and seems to get blurred. This

is due to a spectral characteristic of this tip which reduces the total amplitude of the

differential conductance for low bias voltages while the signal-to-noise ratio remains

alike (c.f. zoom-in in Fig. 6.10 that clearly shows the interference pattern).

Figure 6.5: Signature of Ag 7ML impurity. (a) Topography (2.4 × 2.4 nm2, U =
−10 mV/I = 2.0 nA) (b) Tight-binding simulation of spectroscopic section
(η = 1.0π, h = 5 Å). (c) Experimental spectroscopic section (Uset = −300 mV).
The maxima and minima resemble quantitatively the simulation in (b) and
show at the Fermi level an additional bending.

The surface signature of a 5ML Ag impurity in Fig. 6.6 confirms the findings

described above for the 7ML impurity. Despite the drift in the data set (the

topography in (a) was recorded during the STS measurement and shows a slight

asymmetry due to thermal drift of the sample with respect to the tip), all the

previously discussed characteristics are identified. The ring-like structure, here the

dark contrast left and right and two merging maxima in the center, is governed by

dispersion. It also shows a kink at zero bias, which is easiest to identify for the
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Figure 6.6: Signature of Ag 5ML impurity. (a) Topography recorded during STS mea-
surement (2.4 × 2.4 nm2, U = 300 mV/I = 1.0 nA) shows drift along slow
scan axis. Green line indicates the position of spectroscopic sections. (b)
Tight-binding simulation of spectroscopic section (η = 1.32π, h = 7 Å). (c)
Experimental spectroscopic section (Uset = 300 mV). Apart from dispersion,
the pattern shows a distinct bending at the Fermi level.

minima. The different shape in the tight-binding simulation in comparison to the

experimental data, especially the depression in the center for low energies, can be

explained by the drift and the use of the average effective scattering phase shift.

A comparison with Ge shows: like the topographies, the spectroscopy sections of

the same impurity depth resemble each other. For both species, we find the kink in

the dispersion at the Fermi level. Especially for both 5ML patterns the inbound shift

is very similar. For the 7ML Ge impurity (Fig. 6.1), the kink cannot be identified

probably due to the high noise. The origin of this zero-bias feature is assumed to be

a renormalization of the band structure and will be discussed in detail in Sec. 6.4

below.

Apart from the described characteristics, both species do not show any additional

features like resonances in the studied energy interval. This should be visible as a

phase shift in the spectroscopic section, but for ±300 mV we only find an almost

linear dispersion.
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6.3 Comparison with Ab-Initio Calculations

Having described the methods of KKR-DFT ab-initio calculations in Sec. 3.7, here we

present the calculated spectroscopic sections for a comparison to the corresponding

experimental data. Figure 6.7 shows a collection of simulations for the experimental

data sets shown in the previous sections, i.e. 5ML and 7ML impurities of both species

Ag and Ge. The first-principles calculations show richer interference patterns than

the tight-binding simulations because in addition to the host band structure they

comprise the full crystal potential and solve the system self-consistently.

Figure 6.7: Spectroscopic sections calculated by ab-initio KKR-DFT calculations for a
tip height of h = 3.61 Å. (a) 5ML Ag (b) 5ML Ge (c) 7ML Ag (d) 7ML Ge.
The lateral sizes of the interference pattern are similar for both species for a
given depth. While the Ag patterns show mostly dispersive features similar
to the experiment, the Ge data is governed by strong features in the center
(x = 0 nm). Only in the outward part of the pattern, Ge shows dispersive
structures. Courtesy of M. Bouhassoune and S. Lounis (FZ Jülich).

For the Ag patterns, the shape is mostly governed by interference maxima and

minima that generally follow a dispersive course. The line shapes are not as linear as

in the tight-binding model and the ∆LDOS amplitude modulates with energy. Both,

5ML and 7ML, show a feature at around 150 mV like a tentative phase shift that

moves the pattern inbound and is not simply described by the host band structure.
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A scattering resonance is unlikely because the calculated phase shifts (see Sec. 3.7)

are inconspicuous in the corresponding energy range. Presumably, interference effects

between different orbital contributions lead to the observed feature. These result

from the solution of the Dyson equation that links the Green’s function propagator

of the investigated system with the propagator of the pure host and the orbital-

specific scattering matrices. This can also be responsible for the different amplitudes

at different energies, as the single orbital scattering amplitudes |∆T | do not vary

strongly over energy.

The Ge patterns are dominated by a strong feature in the center of the surface

signature. The 5ML calculation shows an inversion of contrast from negative to

positive energies, including a change of which lateral position shows the strongest

∆LDOS signal. This cannot be described solely by electron focusing of host electrons

as the focusing angle does not change so significantly within this energy interval.

Only in the outer regions the simulated Ge signature reminds of a ’regular’, dispersive

pattern similarly found for Ag. These findings hold for both Ge patterns despite

their different shapes.

Comparing the ab-initio calculations of Ag and Ge, they show more differences

than similarities. The lateral size, where the pattern is non-zero, is similar, but

the pattern shapes are very distinct. The Ge signal is up to a factor of 7 higher in

amplitude than for Ag in the same depth.

How do these images connect to the orbital-resolved values of phase shifts δ and

t-matrices that were obtained by the KKR-DFT calculations (see Sec. 3.7)? The

scattering amplitude, |∆T |, is higher for Ge than for Ag by a factor of 4 to 8, so

the increased ∆LDOS is comprehensible. Especially for s- and p-type electrons the

scattering is a lot stronger. Concerning the scattering phase δ, mainly responsible

for the pattern’s shape, for s and p orbitals the values differ while for d orbitals a

similar phase is obtained. However, in the (for the STS pattern more relevant) phase

of scattering matrix arg(∆T ), the small change in δd leads to an inversion between

Ag and Ge.

From the orbital-resolved tight-binding simulations (Sec. 3.6), we know that in the

center area of the interference pattern we find contributions from all orbitals, but the

most outward areas are dominated by d-like electrons. In the calculated signatures

in Fig. 6.7 we find dispersive features that are inverted for Ag and Ge, which was

expected from the scattering phases. It is consistent that the strong sp features for

Ge lead to an excessive amplitude in the central part of the pattern which covers
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Figure 6.8: Sections of experimental and simulated STS data for an Ag 7ML impurity.
When the DFT data (blue) is shifted by 150 mV, it matches the patterns
from the experiment (green) and the tight-binding simulation (red). The
deviations for the experimental data in the center are due to superimposed
atomic resolution in this data set.

possible contributions from the d orbital. Even if the d orbital’s pattern continued

into the center with its dispersive shape, like it is found in the outward regions, it

would be masked by the other orbitals’ features.

There is no well-reasoned visual motivation why the Ge impurity shows such a

different interference pattern in the ab-initio calculation. However, one could expect

rather large perturbations of the host crystal because of the three more electrons the

impurity introduces into the system on an atomic level and the strongly increased

alloy resistance on a macroscopic scale.

In the next step, we will compare the ab-initio calculations with the experimental

results. For Ag, we find adequate agreement for the pattern shape. The peak

positions match best when the ab-initio data are shifted by 150 mV, which is not

unusual since it is known that DFT can have difficulties to obtain an absolute energy

scale. This is visualized in a comparison of sections of experimental and simulated

data in Fig. 6.8 where pattern shape and lateral size match. In the DFT data,

the experimentally observed kink around zero bias is not retrieved and has to be

explained beyond the model’s assumptions.

The experimental Ge patterns do not match with the simulations from first

principles, neither in shape nor position. This is not surprising, since the DFT

simulations are so different and the experimental patterns so similar when comparing

both species. In the experimental Ge data (c.f. Fig. 6.1, Fig. 6.2), we do not find

the peculiar, dominating feature in the center, which is attributed to sp electrons.

Instead, the overall shape shows dispersive lines which correspond to the ’ring-like

structures’ found in the topography. In the outward regions (r > 8 Å), that we
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know is d-orbital-governed, both experiment and calculation, show this type of shape.

Therefore, we attribute the signal in the experimental Ge interference patterns to

mainly d electrons.

For an explanation of this behavior, it has to be noticed that our experiment

is designed to probe only the contributions of coherently scattered electrons for

which incoming and scattered waves interfere constructively or destructively at the

surface. In the experiment, we find coherent scattering for Cu electrons with mainly

d character, while we cannot detect signatures of coherently scattered sp electrons

despite being predicted by the KKR-DFT calculations. Hence, we assume that there

are additional processes present in the sample system that induce incoherence, which

so far are not taken into account by the ab-initio calculations.

In general, incoherence can be introduced during electron propagation or during

scattering at the impurity. For the propagation, the bulk electron coherence including

electron-electron interaction at low temperatures has been assumed to be several

dozens of nanometers for energies of 1 V from the Fermi level [196, 197]. The distances

in our experiment of a few nanometers are significantly shorter. The k-dependence of

relaxation times for bulk electrons due to electron-phonon interaction was studied by

Mustafa et al. in ab-initio studies [150]. For regions of the Fermi surface close to the

necks and in 〈100〉 directions, they found scattering rates three times higher than for

the flat regions. Although this trend would fit the observed missing sp contributions,

all coherence lengths – even including the strong anisotropies – are still more than an

order of magnitude larger than the experimental paths. Thus, incoherence induced

during the electron propagation is assumed to be negligible for the most part.

Instead, we propose a partially incoherent scattering process of sp electrons at the

Ge impurity. It reduces the signal in our (coherently probed) experiment and causes

the differences with respect to the ab-initio calculations. These findings suggest that

the substantially higher residual resistivity of Ge impurities in Cu than for Ag atoms

could partly be attributed to incoherent impurity scattering of the sp electrons.

These considerations about the visibility of different orbital contributions elucidate

the question why Ge and Ag show almost identical surface signatures in the STM

measurements. For Ag, the ab-initio calculations find similar effective phase shift

values for all orbital contributions and all orbitals have rather weak scattering ampli-

tudes. This matches to the experimental data that consists of a dispersive pattern

without strong features. It is constituted from all orbital characters and especially d

electrons because of their strong orbital contribution in electron focusing. For Ge,
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while sp contributions govern the ab-initio data, we assume d electrons to dominate

the experimental pattern. The KKR scattering phases for Ag and Ge are similar

for the d orbital which, at first glance, does explain why the interference patterns

for both species resemble each other. However, decisive for the surface signature is

the phase of the scattering matrix arg(∆T ) which includes the contributions from

the host (c.f. Sec. 3.7). This quantity is almost inverted for Ag and Ge, despite

being close in the complex plane as discussed previously. In contrast, the resembling

experimental data indicate that the effective scattering phases lie within the same

quadrant of the complex plane. There are two possible explanations for deviations in

the calculations. Firstly, the DFT calculations are performed without relaxations of

the Cu atoms because often they are small and therefore negligible [198]. A change

in the connection from the impurity lattice cell to the host crystal potential, e.g. due

to relaxation, is usually described by a ’backscattering phase shift’. Braspenning et

al. have found a backscattering phase shift value that does not fully suffice to invert

arg(∆T ) [158], but points towards that direction. As the buried impurities in our

experiment are located close to the surface, this can lead to a further enhancement of

backscattering. Secondly, numerical inaccuracies might occur, e.g. the results might

be a local minimum in the optimization routine instead of the absolute minimum, as

the Ge patterns are governed by sp contributions, so that the d contribution only

plays a minor role. Furthermore, also small errors in the phase shift value of Cu δCu

can contribute additionally.

One might raise an alternative explanation of the apparent inversion between

experiment and ab-initio calculation for the Ge data. The depth determination via

atomic resolution is limited to a statement whether even or odd lattice layer. Further-

more, a comparison of two patterns of depths d and d+ 2 ML shows approximately

an inversion. This is reflected in the tight-binding model where a shift of d = 0.1 ML

corresponds shift in phase of 0.14π, i.e. two layers correspond to 3π, which is identical

with a flip of the pattern shape. Therefore, one could suggest that we have identified

the depths for Ge wrongly and they are two layers deeper. This is very unlikely

because of comparisons of lateral size. We find a similar pattern size comparing

experimental and DFT data for Ag, as well as comparing both species in ab-initio

simulations. Therefore, we expect the lateral sizes for Ge also to resemble between

experiment and simulation which is only the case for the given depths, and not two

layers deeper. As the lateral size of the interference pattern is mainly governed by

the electron focusing properties of the host, i.e. the focusing angle, the pattern sizes
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for different species are expected to be similar.

At the end, we want to return briefly to the spectroscopic data in large energy

intervals presented in Fig. 6.3. In the ab-initio calculations, at the Fermi level larger

scattering amplitudes were found for the Ge impurities than for Ag. For an energy

range up to 1 eV the ∆LDOS calculated by KKR-DFT increases even further by a

factor of 2–3. This holds especially for the features in the center that we attribute

to s and p orbital contributions. Yet, in the experimental data, we do not find any

significant amplification of signal towards high energies. The set point for Fig. 6.3(e)

is at negative bias (U = −1 eV/I = 0.5 nA), so that we do not expect any influence

because of the constant current set point and the resulting different tip heights.

Hence, the missing rise in amplitude in this large energy STS is another hint towards

our explanation of incoherent sp scattering.

6.4 Low-Bias Features and Many-Body Effects

In the following, we will focus on the low-bias features that we found for both

non-magnetic species. The 4ML Ge impurity, first presented in Fig. 6.3, shows a

well-pronounced kink at the Fermi level which is mapped in high energy resolution in

Fig. 6.9. The minima seem to experience a phase shift and move towards the center.

The center maximum fades, making room for the features moving towards the center.

In energy intervals as small as ±100 meV or ±50 meV, the overall dispersion can be

approximated as vertical linear slope which is in agreement with the tight-binding

simulation in Fig. 6.3(c).

As stated above, also for Ag such kink-like features around the Fermi level are

Figure 6.9: Low-bias feature for Ge 4ML impurity. Spectroscopic sections for (a)
USet = −100 mV and (b) USet = −50 mV. (c) Tight-binding simulation
(η = 1.23π, h = 7 Å) has a similar overall shape, but does not reproduce the
kink at the Fermi level. The same impurity’s patterns are shown for larger
energy intervals in Fig. 6.3.
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Figure 6.10: Spectroscopic feature around zero bias at 7ML Ag impurity. (a) STS
section with high energy resolution as zoom-in of Fig. 6.5. (b) Tight-binding
simulation (η = 1.32π, h = 5 Å) shows linear dispersion, but does not
reproduce the bending at the Fermi level.

found. It is clearly visible in Fig. 6.10, which shows an energetic zoom-in for the

Ag 7ML impurity depicted in Fig. 6.5. The tight-binding simulation matches the

overall pattern shape and lateral size, but does not contain the additional bending.

For both species Ag and Ge, the deviation from electron dispersion is located at the

Fermi level and is neither found in the tight-binding nor in the ab-initio calculations.

A phase shift at the impurity can occur at the energy of an electronic resonance,

which, e.g., originates from a hybridization of bulk states with impurities. For

example, such a phase shift is found for magnetic impurities due to the Kondo

resonance [22]. However, considering the two non-magnetic species in our experiment,

it would be extremely unlikely if by chance such resonances were located for both

species exactly at the Fermi level and, moreover, are not predicted by the first-

principles calculation. Instead, we assume further interactions of the electrons with

the solid, either during propagation or at the impurity, to give rise to this feature.

6.4.1 Many-Body Renormalization of Surface Signatures

Both impurity species show similar low-bias features in an energy range of approxi-

mately ±30 mV, which are not found in the simulations. To explain these deviations,

an obvious candidate for an additional interaction in this energy range are vibrational

modes since the Debye energy for Cu is ~ωD = 29.6 meV [67]. In our sample system,

there are two possibilities for electronic interaction with lattice vibrations. Firstly,

the impurity atom can induce local vibrational modes. Secondly, electron-phonon

interaction can occur with delocalized Cu bulk phonons. We would expect different

local vibrational modes for both species, because Ag is significantly heavier than Ge.

Yet, we find a very similar behavior of the species’ signatures. Therefore, we suspect
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6 Spectroscopic Signatures

Figure 6.11: Electron-phonon coupling in a Debye approximation for exemplary values
of λ = 1.0 and ~ωD = 30 meV. (a) Eliashberg function α2F (ω). (b) Real
and imaginary part of the self-energy Σ.

that electron-phonon interaction of Cu bulk states with Cu crystal phonons leads

to the additional features at zero bias. While so far we have mainly investigated

the scattering properties of the impurity, we are now shifting the focus to the host

material.

As described in Sec. 3.8, a kink in the band structure E(k) is known as a renor-

malization of the dispersion relation due to many-body interactions. The real part

of the corresponding self-energy shifts the dispersion in energy and the imaginary

part causes broadening in k, which leads to a finite quasiparticle lifetime. Here, we

characterize the real space signature of such a renormalization for a 3D bulk system.

In order to estimate the effects of many-body effects on the interference patterns in

our experiment, we have extended the tight-binding model with self-energy corrections.

We use the Debye model according to Eq. 3.60 with ~ωD = 30 meV to describe the Cu

phonons. Fig. 6.11 shows the Eliashberg function and the corresponding self-energy

for an exemplary value of λ = 1.0. The real part of the Debye self-energy is included

into the calculation while we neglect the imaginary part, whose role will be discussed

below. This simple approach does not include a directional dependence of α2F (ω)

on electron momentum k and assumes particle-hole symmetry in the self-energy.

Figure 6.12 illustrates how electron-phonon coupling changes the interference

pattern by comparing the experimental data with a simulated interference pattern.

The calculation shows obvious deviations from the calculation without many-body

effects (c.f. Fig. 6.2b). The kink, which is found here in real space, corresponds to the

well-known kink in momentum space. For |E| < ~ωD the dispersion of minima and

maxima shows a higher slope than for |E| > ~ωD. Also the latter regions are affected

as they show a smaller slope than without electron-phonon interaction. Comparing

the 2D data from calculation and experiment, we find good agreement for a coupling
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6.4 Low-Bias Features and Many-Body Effects

Figure 6.12: Spectroscopic signature of electron-phonon coupling for 5ML Ge impurity.
(a) STS (USet = −300 mV/I = 0.7 nA) with bending of the interference
pattern around the Fermi level. The patterns’ maxima are labeled in dark
blue. (b) Tight-binding simulation including Debye electron-phonon coupling
with λ = 5.0, ~ωD = 30 meV, h = 5 Å. (c) Comparison of the position of the
maxima in experimental (red/orange) and calculated (blue) data.

parameter of λ = 5.0. For example, for both it is resolved that at around 25 mV

the maxima almost meet before bending outwards again for higher energies. The

good agreement also holds for the 1D comparison for the position of the maximum

in Figure 6.12(c). It shows a steep step around the Fermi level, while for |E| > ~ωD
the peak positions remain almost constant. In the tight-binding simulation, there

are discontinuities found in the 2D data at ±ωD which are reflected in the bulges

in the 1D comparison. These can be linked to numerical resolution and the Debye

model which contains an abrupt cut for the phonon density of states. In contrast,

due to thermal broadening and experimental resolution, the experimental data is

smoothened.

For Ag, Fig. 6.13 gives a similar picture for the comparison of experimental and

tight-binding spectroscopic sections including many-body effects. Similarly to Ge,

the simulated interference pattern shows an additional bending in an energy interval

[−~ωD, ~ωD] which matches with the experimental findings. The comparison in

Fig. 6.13(c) shows, like for the other non-magnetic species, a step in the dispersion

at the Fermi level.
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6 Spectroscopic Signatures

Figure 6.13: Spectroscopic signature of electron-phonon coupling for 7ML Ag impurity.
(a) STS (USet = −300 mV/I = 2.0 nA) with bending of the interference
pattern around the Fermi level. The patterns’ maxima are labeled in dark
blue. (b) Tight-binding simulation including Debye electron-phonon coupling
with λ = 5.0, ~ωD = 30 meV, h = 5 Å. (c) Comparison of the position of the
maxima in experimental (red/orange) and calculated (blue) data.

We find that the features around the Fermi level observed in the experimental data

can be described by a self-energy from electron-phonon interaction that renormalizes

the band structure. Since the interference patterns in real space are governed by

electron focusing, which in turn relies on the electronic structure, the spectra reveal

a real space signature of this renormalized band structure. The bending at low bias

voltages can be interpreted as the real space visualization of the characteristic kink

in momentum space, known from the experiments introduced in Sec. 3.8. This can

open up a new experimental access to the study of many-body effects combined with

the local resolution of an STM. Scatterers that show spectral homogeneity around

the Fermi level can be functionalized to visualize the bulk dispersion in real space

including deviations from the single-particle band structure. This approach is not

limited to electron-phonon coupling and the Debye model used here, but can also be

used to describe other self-energies of other many-body interactions.
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6.4 Low-Bias Features and Many-Body Effects

6.4.2 Imaginary Part of the Self-Energy

We could show that both species could be described by including the real part

of the self-energy into the tight-binding model while a full description would also

include the imaginary part. We studied the role of the imaginary part in a simple

1D toy model adapted from [199], where the quadratic dispersion of a free electron

is approximated by a linear dispersion around the Fermi energy (EF = 7 eV). The

many-body effects are introduced by self-energy corrections from Debye phonons,

similar to the Eliashberg function used above.

The results of this calculation are shown in Fig. 6.14. The renormalized spectral

function in momentum space shows the expected kink at the Debye energy. The

imaginary part causes broadening of the dispersion, which is strongest for E > ~ωD.

The real space representation of the Green’s function propagator is obtained via a

Fourier transform and is then used to calculate the real space patterns in Fig. 6.14(b-d)

for a 7ML impurity. For this 1D model, the Friedel oscillations show a constant

amplitude even for large distances. This is why we include a distant-dependent

Figure 6.14: Effect of the self-energy’s imaginary part on the interference patterns in a
1D toy model (λ = 5.0, ~ωD = 30 meV) for a 7ML impurity (η = 1.0π). (a)
Momentum space spectral function with characteristic kink from many-body
interactions. (b) Real space spectroscopic pattern with Σ = Re Σ. (c)
Real space spectroscopic pattern with full self-energy. (d) Same as (c) with
normalization in ∆LDOS for each energy.
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additional damping factor ∝ r−3 to account for the 3D propagation like in the

experiment.

When only considering the real part of the self-energy, the interference pattern

shows the bending in an energy interval determined by the Debye energy and a

constant amplitude with energy. The decay of amplitude with distance is only

given by the Friedel damping term. For the full self-energy in Fig. 6.14(c), the

imaginary part reduces the signal’s amplitude. Around 0 eV, the pattern remains

almost unchanged, while for |E| > ~ωD the signal is attenuated by approximately

50%. When this reduction is eliminated by normalizing the ∆LDOS for each energy

in Fig. 6.14(d), the pattern for the simulation with only the self-energy’s real part is

recovered. This shows that the positions of maxima and minima remain the same

when the imaginary part is included. It only determines the signal’s amplitude, but

leaves the pattern shape unchanged. Therefore, it is valid to only include the real

part of the self-energy into the Cu bulk calculation presented above.

6.4.3 Discussion of Electron-Phonon Parameter λ

In the analysis of the experimental data, we find that a value of λ = 5.0 reproduces

well the features around zero bias. This is very high compared to the Cu bulk

value λCu = 0.15 in the literature or even materials with strong electron-phonon

coupling like Pb (λPb ≈ 1.5) or PbBi alloys (λ ≈ 3.0). For the Cu bulk value the

simulated interference patterns show almost no deviations from the calculations

without interactions. We do not expect the tight-binding model to exactly quantify

the phenomena, as it does not consider all contributions from the solid. Nevertheless,

this large deviation of approximately a factor of 30 will be discussed in the following.

The bulk value of λCu = 0.15 is a quantity that is averaged over values with a

directional dependence λ(k). For Cu, for different positions on the Fermi surface λ

can take values between 0.08 and 0.23 [150, 167, 200]. This k-dependent variation of

a factor 2 to 3 cannot account alone for the large difference between λ = 5.0 and

the bulk value λCu, although the electron focusing patterns in the experiment are

constituted from specific regions of the isoenergy contour with the corresponding

group velocity, and therefore k values.

Since the bulk alone cannot explain the large electron-phonon coupling parameter,

we suggest the vicinity of the surface to be crucial for the enhancement of λ. At the

surface, additional electronic surface states and phonon modes are available. More

relevant for the bulk propagation is the missing translational symmetry that breaks
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6.4 Low-Bias Features and Many-Body Effects

the momentum conservation perpendicular to the surface. This opens up additional

scattering processes for the electronic bulk states that can interact with more bulk

and surface phonon modes and that have more final electronic states available. The

bulk selection rules become less strict and enable more electron-phonon interaction

which would strengthen the deviations from the single-particle dispersion.

While surface-near bulk properties are only scarcely investigated, electron-phonon

coupling has been studied for the bulk, e.g. by cyclotron masses [167], or for defined

2D systems like surface states. For the latter, surface-sensitive techniques like ARPES

and STS have been used to analyze numerous sample systems and to determine

values of the coupling parameter λ or self-energy Σ. For various surface states,

Mo(110) [7], Cu(111) [8, 170, 171, 201], and Cu(110) [202] as well as the Pb(110)

bulk state [201], values similar to the respective λbulk were obtained. Also in different

approaches by STM, electron-phonon coupling parameters and self-energies were

found in agreement with ARPES and bulk data. Grothe et al. quantified many-body

effects of the Ag(111) surface state by QPI [17] and also for other 2D systems like

graphene flakes on graphite [15] and the surface state of the bulk insulator PbSe [16],

the literature values were reproduced by Landau level spectroscopy.

In more detail, it is found that the coupling of specific electronic states and phonon

modes can show strong variations with respect to an averaged λ and shows an

energy dependence [203]. The different contributions to the lifetime of surface states,

i.e. scattering within the surface band, with bulk electrons, bulk phonon states as

well as surface modes, have been studied for different noble metals [10–12]. For

the Cu(111) surface state, the predicted influence of specific bulk phonon modes

was experimentally confirmed [171]. The Eliashberg function, which characterizes

the interaction with specific phonon modes, could directly be extracted without

assumptions on phonon models for the Be(101̄0) surface [9], finding an enhanced

λ due to coupling to low energy surface modes that are not present in the bulk

phonon spectrum. These findings were crucial for understanding the very high value

of λ ≈ 1 for the Be(0001) surface, four times higher the bulk value [159], that was

found in ARPES measurements [204–208]. For Pd(111), it was shown that, despite

weak directional anisotropy of λ, the coupling parameter significantly depends on

the particular surface electronic band (λ = 0.4...>1) [209]. While these findings

only relate to the respective surface in question, it becomes clear that the detailed

phenomena related to electron-phonon coupling cannot necessarily be described by

an average parameter λ.
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Also for thin films, electron-phonon coupling was found to be dependent on the

specific configuration of electronic states and phonon modes. Although these systems,

like the surface-near bulk impurities in our experiment, are governed by the presence

of surfaces and interfaces, it has to be noticed that the quantum well states (QWS),

which exist in thin films according to their depth, differ from the bulk states that are

mapped in the electron focusing interference patterns. In thin Ag films, the Fermi-

level crossing of QWS for distinct film thicknesses and, thus, additional coupling to

phonon modes is responsible for depth-dependent oscillations in measured values

of λ [210, 211]. Also the orbital character of the QWS can contribute significantly,

showing a factor of up to 35 for different states [212], and electronic transitions from

a quantum well resonance into a quantum well state can enhance electron-phonon

interaction probabilities [213].

All in all, it becomes apparent that for a full picture of electron-phonon coupling

all possible interactions have to be taken into account on a state-specific level. This

includes all available final electronic states, available phonon modes (surface and

bulk) as well as the matrix elements for the corresponding scattering processes. An

additional component under this aspect could be local, spatially extended lattice

vibrational modes. These might be localized within a range of several nanometers

around the impurity that induces them. Then, since we probe very locally, such a

mode could become indistinguishable for us from a regular bulk phonon.

In our experiment, we investigate a 3D system which is determined by the bulk

electronic structure with additional contributions from the vicinity of the surface and

the resulting weakened selection rules for interactions. While the exact origin of the

high value of the electron-phonon coupling parameter λ ≈ 5 remains unclear, this

can be a possible reason why it is significantly enhanced with respect to the bulk.

Despite the preceding remarks, we realize that the value of λ is unusually high.

The model of electron-phonon coupling with an appropriate choice of parameters does

describe the experimental data, but also another many-body electron-solid interaction

with similar self-energy would be possible as cause for the low-bias features. However,

we cannot identify a suitable collective excitation for the studied system for the given

energy range. Therefore, we conjecture that the detected features are linked to the

interaction of bulk electrons with lattice vibrations.

While previous experiments have investigated two-dimensional surface states, here,

we characterize a 3D system. By the comparison of two non-magnetic species, we

find the kinks in the spectra to be the real space signature of the renormalization of
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Cu bulk band structure due to many-body effects.

6.5 Outlook

There is a variety of research questions that can be explored in future experiments

with subsurface impurities. On the one hand, these concern the scattering process at

single atomic defects, and on the other hand how impurities can be functionalized

for further insights into material properties and many-body effects in a solid.

An obvious addition to the experiments presented here, is the study of further

impurity species in Cu(100). For example, Si is electronically similar to Ge, including

almost identical scattering phases, but is significantly lighter. Such an investigation

could shed light on the role of sp contributions in the scattering process and for the

interference pattern. Also, such a similar species would allow for comparisons of

scattering amplitudes, i.e. topographic contrast of the surface signatures.

An intriguing candidate for investigation would be a non-magnetic impurity with

a considerably different scattering phase for the d orbital than Ge or Ag. However,

according to the literature [158], generally the effective scattering phase is almost

always the same for all species considered. This matches with the fact that Ag

and Ge, as well as the magnetic impurities Co and Fe, show relatively similar

surface signatures. Larger differences for sp scattering, in both scattering phase and

amplitude, would promise e.g. oxygen, sulfur, antimony or tellurium.

By the investigation of more impurities, it may be possible to find a link between

the effective scattering phase shift, used in the tight-binding model, and the ab-initio

KKR-DFT phase shift. Eventually, this could result in an experimental confirmation

of the value of KKR scattering phase of a single impurity atom in a host matrix.

A different choice of surface, e.g. Cu(111), or another host material, typically Ag or

Au, might give a different access to the scattering properties. While for the Cu(100)

surface, the outmost feature is almost exclusively given by d electrons, the focusing

directions for another host might allow for the characterization of different orbital

characters. For the (111) noble metal surfaces, the standing wave patterns of the

surface state superimpose with the signals from subsurface impurities [20].

An alternative approach to disentangle contributions from different orbital charac-

ters (and potentially different scattering phases) is the investigation of many data

sets of both already familiar impurity species Ag and Ge. In general, an experimental

access to these questions is highly challenging because the STM only maps a single
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Figure 6.15: Comparison of sections for 5ML Ag and Ge impurities. Ag data (two
different data sets DS1 and DS2) show similar peak positions. For Ge data
set, the maxima at x = 3 Å are located similarly to Ag, the minima at
x = 7 Å are further outwards. This might hint towards orbital-dependent
differences in scattering phase shifts despite the similar overall effective
scattering phase shift η for both species.

LDOS that is composed of all electrons whose wave function extends to the tip.

We can simulate the orbital components in the tight-binding simulation, but as the

model is already over-determined by its parameters, adding additional degrees of

freedom, e.g. orbital-dependent scattering phases, will not yield unambiguous fit

results. Yet, we know that the outmost features of the patterns are almost exclusively

given by d-like electrons, so that a direct comparison of experimental patterns of two

impurities of different species in the same depth can give access to differences in the

d scattering phase shift. In order to obtain the data, imaging conditions, including

set point and tip shape, need to be similar for both impurities so that potential

differences originate with certainty from the scattering properties.

One example of such a comparison is presented in Fig. 6.15, which shows the

difficulties of such an analysis. Generally, all Ag sections coincide with each other,

but despite the same set point, both sections of Ag 50 mV in detail show different

pattern shapes. The Ge data share the positions of the inner maximum with Ag,

while at the outer minimum and maximum the peak positions shift outwards with

respect to the other non-magnetic species. This could be related to a smaller effective

scattering phase η for d electrons for Ge than for Ag. Such detailed analyses require

very many data sets of both species with the same parameters and are a possible

subject for further research.
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Finally, we have shown that weak scatterers can act as probes for bulk phenomena.

As the spectroscopic sections visualize the band structure in real space, we detect

renormalizations due to collective excitations. These are not limited to vibrational

modes, like electron-phonon coupling, but could range to interactions of magnetic

or even topological kind. For example, in correlated materials like cuprates or iron

pnictides the interaction with magnons could be investigated, where just recently an

electron-magnon interaction of λ = 6 was suggested for Ba1−xKxMn2As2 in ARPES

experiments [214]. Concerning lattice vibrations, a more quantitative analysis of

the surface-near electron-phonon coupling or studying local vibrational modes of

subsurface impurities or clusters are possible topics of future investigations.
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In this thesis, single non-magnetic impurities buried in the bulk metal Cu have been

studied to characterize their scattering properties as well as the electronic structure

of the host. This is possible by analyzing the interference patterns that form on

the surface by directionally propagating electrons due to electron focusing. The

coherent superposition of incoming and outgoing waves leads to variations in the

LDOS, which can be studied topographically and spectroscopically with the STM.

These signatures are defined by the properties of the propagation through the host

as well as the scattering event at the interference site.

To enable such investigations, we have identified a low temperature preparation

method to reproducibly prepare dilute surface alloys of Cu and Ge suitable for

investigation on the atomic scale. The interference patterns of impurity atoms up to

17 layers below the surface, corresponding to a path length of 7 nm, were successfully

identified. The depths are determined using atomic resolution data as well as the

lateral extent of the patterns. A plane wave tight-binding model reproduces the

topographies with high accuracy and enables the identification of the depth of deeply

buried impurities. We find that a single effective scattering phase shift, independent

of depth and energy, describes all experimental data of one species. With ηGe = 1.23π

and ηAg = 1.32π, the values for the two compared non-magnetic elements Ge and

Ag are similar, which is also reflected in resembling topographies.

A tight-binding calculation resolved by electronic orbitals reveals the different

orbital characters of states on the Fermi surface and their role for electron focusing.

That it is possible to describe the surface signatures with a single orbital-independent

effective scattering phase shift is due to the fact that the flat electron focusing regions

of the Fermi surface, and thus also the interference patterns, are dominated by a

single orbital character, namely the d electrons. Moreover, a significant fraction of

sp scattering as found in KKR-DFT ab-initio calculations and intuitively expected

at the sp impurity Ge, is absent in the experimental data. We conclude that the

corresponding scattering events occur incoherently.
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Spectroscopically, the studied atomic species are inconspicuous, unlike magnetic

Kondo scattering centers. Therefore, the change of the surface signatures with energy,

converging ring-like structures, mainly describes the band structure of the host. We

can reliably trace this progression with the tight-binding model and clearly identify

it as contribution of the host rather than the impurity. Thus, the spectroscopically

resolved interference pattern of a buried impurity becomes a real space signature of

the electronic structure of bulk Cu.

We use this novel access to the band structure for the characterization of a bending

found in the experimental data around the Fermi level. This feature occurs with

similar strength for both species studied in an energy interval of 30 mV, so we

assume its origin to be many-body interaction during electron propagation. From the

clearly visible kink at zero bias, we extract a value for the electron-phonon coupling

parameter λ ≈ 5 that is significantly higher than the known value for the bulk or

surface states. This could be explained by the fact that the probed bulk electrons

interact with phonons in the vicinity of a surface, so that due to this symmetry

breaking additional scattering channels are available by less strict selection rules

for electron-phonon coupling. Moreover, the literature shows that for a complete

description, the coupling must be considered at a state-specific level, and this implies

a complex task to include all states and possible local modes for the system of a bulk

defect near a surface. In summary, we find that the surface scattering patterns allow

us to map the bulk band renormalization and thus provide a real space signature of

many-body effects within a solid.

Resolving the electronic structure is crucial to understanding many properties of

a material. In particular, the electrons around the Fermi energy are essential for

its electronic, thermal and magnetic properties. For band structure measurements,

the first choice are versatile photoemission experiments, yet they are limited by the

occupation of states and spatial resolution. As a complementary approach, we present

a local probe that can be used to study many-body effects in the electronic structure

in real space. By functionalizing inherent defects that act as weak scatterers, the

STM can characterize the interaction of electrons with collective excitations, such

as phonons, in both bulk and surface nanostructures. In light of the continuous

miniaturization of nanoelectronic devices, this technique can help understand such

fundamental processes on the atomic scale.
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The quality of the probe is crucial for the investigation of surface signatures of buried

atoms in Cu. Already Sprodowski et al. discussed the role of tip sensitivity in their

focusing experiments on Ag [129]. The measured apparent heights in the topography

data are at the resolution limit of only a few picometers. These correspond to LDOS

modulations of approximately 1% in the spectroscopic data I(U). In order to analyze

these small differences, the presented STS data is usually depicted as ∆ dI/ dU in

comparison to the pristine Cu surface.

For high-resolution measurements of the interference patterns and their spectro-

scopic signatures, sharp and stable tips are an absolute necessity. A blunt tip can

cause a broadening in the data, similar to a Gaussian filter, as described in [134].

This can make it difficult to distinguish clearly defined interference patterns of buried

impurities from other defects like first layer impurities or adsorbates. This applies

in particular to impurities in upper layers, e.g. 4ML, whose signature is mainly a

simple protrusion with a surrounding depression (c.f. Fig. 5.6). Such pattern could

easily be confused with the signature of a first layer defect of another species. If it is

unknown what is the origin of a surface pattern, the data sets are not used for the

analysis of subsurface impurities.

One example of an undefined surface pattern is depicted in Fig. A.1. On first sight,

its topographic appearance reminds of an electron focusing interference pattern,

whose rather large lateral size and blunt shape might be influenced by the tip

shape. The spectroscopic signature for ±400 mV reveals a movement of the positions

of minima and maxima towards the center which is significantly stronger than for

electron focusing patterns. This leads for the larger energy scale of ±1 V in Fig. A.1(c)

to multiple ’boomerangs’ of minima and maxima which is in contradiction to other

data, e.g., the 4ML pattern shown in Fig. 6.3(e). These discrepancies cannot be

explained by simulations in the tight-binding model either, where various parameters

like impurity depths were tested. Also the parameter of tip height, which has a

decisive influence on the pattern shape via the lateral frequencies k|| present, could
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not be tuned to reproduce the shown data set. Therefore, we assume that this surface

feature is either given by a defect in the or close to the surface layer or, alternatively,

could be related to a buried nanocavity, e.g. filled with sputtering gas Ar. If the

surface pattern is constituted of quantum well states, then their constructive or

destructive interference at the surface, as measured in the STS data, is expected to

behave differently than the dispersion of electron focusing patterns.

Figure A.1: Surface pattern in Cu(100) not originating from a single subsurface impurity.
(a) Topography (U = −300 mV/I = 0.4 nA). (b,c) Spectroscopic sections
along [010] direction for USet = −400 mV and USet = −1 V, respectively.

The detection of many-body effects in spectroscopy data, as discussed in Sec. 6.4,

is most sensitive to experimental resolution and, thus, tip quality. If strong noise

interferes with the measurement, possibly only the main features are visible, e.g. the

minima/maxima with overall dispersion, but the small features due to renormalization

around the Fermi level are not resolved. If the signal is weak and data processing

thorough, additional filters applied to the data can hide the features of a small

energy range. The Ge 3ML data set shown in Fig. A.2 illustrates this behavior.

While the topography and the spectroscopic data allow for a determination of the

impurity depth, the signal around the Fermi level is too low in order to resolve

clearly a bending as expected from electron-phonon coupling. The two data sets in

Fig. A.2(d) and (e) were recorded consecutively, showing the general reproducibility

of the measurement. Even if the data do not clearly confirm many-body effects,

since tentative features might be identified, they do not contradict such findings

either. Regardless, the overall shape, including the peak in the center becoming

weaker, is reproduced by the corresponding tight-binding simulations, presented with

and without self-energy for comparison. The experimental patterns show a stronger

lateral weight on the outer maximum at around x = 6 Å than the simulations. This

can be linked to weak atomic resolution, which is found in the Fourier analysis and

filtered image in Fig. A.2(b,c). This way, the tip shape adds an additional component
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Figure A.2: Surface signature of Ge 3ML impurity. (a) Topography (U = −25 mV/I =
0.5 nA). (b) Fourier spectrum of (a), clearly indicating four-fold lattice peri-
odicity. (c) Fourier-filtered topography (a) showing atomic resolution. (d,e)
Spectroscopic sections recorded directly consecutively (USet = 325 mV/I =
0.4 nA) with only tentative indications of characteristic bending at Fermi
level. (f,g) Tight-binding simulations without and with electron-phonon
coupling (λ = 5.0, ~ωD = 30 meV), respectively.

that has to be considered in the interpretation of the pattern.

Finally, we will briefly discuss the consequences of the tip’s orbital properties.

Previously, we examined the role of different electronic orbitals for the impurity

scattering, the bulk propagation, and the resulting electron focusing pattern. We

found that the experimental patterns for Ge impurities are mostly given by d electrons,

while a significant contribution with sp character is missing despite being predicted

by the ab-initio calculations. In the experiment, we use a tungsten tip covered with

layers of Cu and, as discussed in Sec. 2.2.2, it images the LDOS mostly by a d2
z

orbital which allows for atomic resolution. It could be conjectured that this leads

to a preference of the transition matrix element for certain d-states over sp-states,

which could cause the observed effects for Ge. However, even if we assume that the

d-type components are mapped excessively, the high topographic contrast of the sp

features as predicted in the calculations should be found in the experiment because

of its amplitude (10 times stronger than d) and the longer decay length into the

vacuum for s and p states with respect to d states. Consequently, we have no reason

to assume orbital-sensitive imaging due to the tip.
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bürokratischer Fragestellung danke ich Antje Spliethoff-Laiser.

Der Deutschen Forschungsgemeinschaft danke ich für die finanzielle Unterstützung
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