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Abbrevations and Symbols

PV photovoltaic
PES photoelectron spectroscopy
TOF time of flight
MCP micro-channel plate
HOMO highest occupied molecular orbital
LUMO lowest unoccupied molecular orbital
UHV ultrahigh vacuum
UPS ultraviolet photoelectron spectroscopy
XUV extreme ultraviolet
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CC cross-correlation
DOS density of states
DSSC dye sensitized solar cell
(H)ET (heterogeneous) electron transfer
ISC intersystem crossing
IVR intramolecular vibrational redistribution
IC internal conversion
OPA optical parametric amplification/amplifier
CB(M) conduction band (minimum)
VB(M) valence band (minimum)
FWHM full width half maximum
FEL free electron laser
HHG high harmonic generation
FC Franck-Condon factors
N719/N3 transition metal complexes
MLCT metal to ligand charge transfer states
IL ionic liquid
RZP reflective zone plate
FTO fluorine doped SnO2
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SCE space charge effect
DM drift mode
WAM wide angle mode
TS transient signal
EF Fermi level
Eg band gap energy
Ekin kinetic energy
Evac vacuum level
Epass kinetic energy
Φs work function
Up Ponderomotive energy
Ip ionization potential
~ω photon energy
hν vibrational energy
∆t time delay between pump and probe



Chapter 1

Introduction

The necessity of developing sustainable and clean energy technologies becomes a very critical
issue nowadays because of the tremendous increase of the carbon dioxide emission within the
last centuries and its unequivocal impact on the earth’s climate associated with the effect of
global warming. The use of photovoltaic (PV) devices is one of the answers to satisfy the
world’s unavoidable growing demands in energy without producing the enormous amounts
of greenhouse gases [1,2]. In the last decades, great efforts have been made to investigate
new light harvesting assemblies with improved energy conversion efficiencies and to develop
systems for photo-catalytic solar fuel generation.

In general, photovoltaic conversion relies on two sequential steps: photo-generation of
charge carriers due to light absorption and their separation at charge-selective contacts [3,4].
Among the silicon-based solar cells, which dominate the commercial PV market at present,
the dye-sensitized solar cell (DSSC) shows great promise as an inexpensive alternative to the
costly silicon and is considered as an attractive candidate in the group of next generation
devices. DSSCs are based on wide band gap semiconductors such as TiO2 or ZnO, which
are sensitized with specifically designed transition-metal dye compounds [5–7]. In contrast
to silicon, the two functions related to charge generation and separation are distributed
to different device parts. Incident solar radiation is absorbed and leads to an electronic
excitation of the sensitizer, which can subsequently inject the electron to the conduction band
of the semiconductor. The dye is restored to its neutral ground state by electron transfer
from a surrounding electrolyte. A major enhancement was achieved in 1991 by Grätzel and
O’Regan by introducing a nanoporous semiconductor electrode, which increases the effective
surface area by orders of magnitude and results in a dramatically enhanced light harvesting
efficiency [8]. This has triggered a remarkable growth in research activities and today DSSC
devices have reached energy conversion efficiencies beyond 10% [9].

The photo-driven heterogeneous electron transfer (HET) across the nanostructured
interface depicts one of the most crucial process in the DSSC [10]. Intense research during
the last decades revealed that the HET process can occur on ultrafast timescales as compared
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to other competing reaction channels, giving rise to a high injection yield of electrons into
the semiconductor. One important aspect for an efficient HET is the relative energy level
alignment of the dyes donor and the semiconductor acceptor states. A typical example of
the HET mechanism is illustrated in Fig. 1.1. The electronic ground state of the dye lies
within the band gap of the semiconductor and the excited state of the dye is well above
the conduction band minimum. The energy level position of the dyes donor state with
regard to the empty acceptor states in the conduction band determines on the one hand the
driving force for the electron transfer, but on the other hand, the excess energy represents a
significant dissipation mechanism. Therefore, a detailed knowledge of the energy structure
is inevitable to better understand various experimental aspects and to design systems with
optimized energy match between the dye and the semiconductor states.

semiconductor

CB

VB
EB
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D*/D+

D/D+

Injection
R

ecom
bination

Photo-
excitation

EF = 0

e-

Fig. 1.1 Schematic view the band alignment at a dye-semiconductor interface. Following
photoexcitation of the dye’s excited state, an electron is injected into the conduction band of
the semiconductor.

Although a large number of studies provided a fundamental understanding of the charge-
transfer kinetics, direct experimental knowledge of the energetics at the dye-semiconductor
interface is not available until today. So far, transient absorption spectroscopy was the
method of choice to gain insight into the ultrafast dynamics on a femtosecond timescale.
This technique is based on the detection of relative changes in the absorption signals at
the interface, which are related to the formation of positively charged dye cations or to the
density increase of free electrons in the conduction band of the semiconductor. However,
because of the indirect character of this method it does not provide a direct measure of



3

binding energies and no conclusions about the relative level alignment between the dyes
donor states and the semiconductor acceptor states can be drawn.

This issue constitutes the main scope of the thesis, which is designated to investigate the
electronic structure and the dynamics of HET at dye-semiconductor interfaces by means of
time-resolved XUV photoelectron spectroscopy (PES). The here presented studies demonstrate
the capabilities and advantages of the PES approach in revealing both the injection kinetics
and the binding energies of the involved states. In these experiments, high-energy photons
are used to generate photoelectrons by means of ionization and the kinetic energy of the
emitted electrons is used as the measure of their initial binding energy in the bulk material.
In this context, the thesis can be seen as a required intermediate step towards the aim of
establishing ultrafast PES as a routine technique for studying this type of interfaces.

To initiate the ionization step in a single photon process, sufficiently high photon energies
are needed. Modern synchrotron light sources, which can fulfill this requirement, do not
commonly provide coherent and ultrashort light pulses which, on the other hand, are
required to achieve high temporal resolution. Only recently developed technologies such
as accelerator-based free-electron-laser (FEL) [11,12] and the laser-based high harmonic
generation (HHG) [13,14] are able to satisfy both demands, in the energy and time domains,
and have opened up new perspectives in this field.

This thesis makes use of the latter laser-based approach – the up-conversion of the
fundamental laser frequency in the process of high harmonic generation. A pump-probe
technique is applied in the experiments, where the same laser system is used to generate
optical pump pulses in the visible range at a wavelength corresponding to the maximum in
the emission spectrum of the sun. Due to the intrinsic synchronization of the pump and
probe pulses, the temporal resolution is only limited by their individual pulse durations and
an overall resolution below 100 fs can be achieved. Such a resolution is highly suitable for
the investigation of the ultrafast processes considered here. The HHG photon energies of up
to 40 eV applied in this work enable to probe the entire valence-shell structure of both the
semiconductor substrate and the sensitizer dye.

The thesis is organized as follows. In chapter 2, the theoretical aspects for this thesis
are provided and an overview of the related physical background is given. In this chapter,
the concepts and models are presented that are compared to the experimental data in the
subsequent parts of the thesis. Chapter 3 describes the experimental setup that was used in
the studies. It includes a detailed characterization of the spectral and temporal experimental
parameters. The space charge effect, representing a general and important issue in PES
studies with the use of ultrashort and intense light pulses, is also addressed in this chapter.
The main part, chapter 4, contains the results obtained in this thesis. It is divided into three
parts, whereas each subsection presents the study on a particular material system.

In the first investigation, the aim is to verify the currently established model of ultrafast
charge transfer at the most commonly used TiO2 interface and to gain additional information
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about the absolute binding energies for the involved excited states. Based on the current
understanding, this approach explores the advantages of applying time-resolved PES to such
kind of interfaces, and this study can be seen as a first benchmark to reveal the capabilities
of the spectroscopic method.

The second investigation is focused on a particular issue which is related to the nanoporous
ZnO substrates. Previous investigations reported that the HET occurs on much slower
picosecond timescales as compared to the TiO2 interfaces. The application of PES is proven
to be beneficial to directly identify the possible origin of the delayed electron transfer, often
related to the limited performance of ZnO-based cells. It will be shown below that due to the
high surface sensitivity PES provides a valuable insight into the charge transfer mechanism.

The third investigation aims to extend the range of applications of time resolved PES
with regard to electron dynamics in transition metal complexes. The reason is that in many
cases light harvesting nanomaterials, commonly applied in photovoltaic devices, are utilized
also as photo-catalytic materials. However, such a dual use depends critically on the charge
carrier dynamics, and it requires deep knowledge of the energetic band alignment and the
relaxation pathways in order to understand the functionality of these materials. Additional
complications in experimental studies arise if the sample of interest requires a natural liquid
environment. As in general the use of highly volatile liquids complicates the application of
PES due to the need of suitable vacuum conditions, the thesis evaluates the possibility of
using room temperature ionic liquids (IL) as an alternative. This type of solvents is known
to exhibit extremely low vapor pressures, being perfectly suited for UHV application. The
transition metal complex [Ru(bpy)3]2+ is used as a prototype and its ultrafast intramolecular
dynamics are investigated by means of time resolved PES. Hereby, the general applicability
of ILs as solvents in view of their stability under UHV conditions, the visibility of the solute
signatures, and regarding the solvent-solute interaction is characterized in detail.

Finally, the results are summarized in chapter 5 and an outlook for further research
activities is presented.



Chapter 2

Theoretical Background

This chapter introduces the most important theoretical aspects that are necessary for the
understanding of this thesis. At first, a brief introduction to the principles of electron transfer
(ET) is presented, depicting the main subject throughout this investigation. Subsequently,
based on a profound literature review, a detailed characterization of the experimental systems
studied in this work is given. This includes the consideration of properties of the employed dye
complexes as well as of the semiconductor substrates. The interaction between the molecules
and the substrates is discussed in terms of the energetic alignment between molecular
electronic levels and the band structure of the semiconductors. Finally, the theoretical basics
of ultrafast spectroscopy are presented regarding the generation of ultrashort laser pulses
and their frequency up conversion in the process of high order harmonic generation. In this
context, the fundamentals of transient photoelectron spectroscopy are outlined. This chapter
addresses solely the theoretical background of the thesis. Its practical implementation in
terms of the used experimental setup is described in chapter 3.

2.1 Electron Transfer Theory

Electron transfer (ET) processes play an important role in biological, chemical and physical
systems [15]. Some well-known examples are photosynthesis, photo catalysis and dye-sensitized
solar cells [16–18]. Hereby, an electron is transferred from a donor (D) to an acceptor (A)
without any change in chemical bonds:

D + A −→ D+ + A− (2.1)

Depending on the involved donor and acceptor species, one can distinguish between
homogeneous and heterogeneous ET. Homogeneous ET takes place between two equal species,
e.g. two organic molecules. Contrary to this case, heterogeneous ET (HET) involves the
reaction between two different species. The latter process, which represents the object of this
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study, is of great importance in artificially created systems, such as for instance the ET from
an optically excited molecule into a semiconductor.

The first theoretical model to describe the ET reactions was given by Marcus in 1956 [19].
Originally it was developed to explain outer-sphere electron transfer reactions, in which two
non-connected species change only their charge via the electron transfer process, without
undergoing any large structural changes. The main important theoretical aspect of the
Marcus theory lies on its direct correlation between kinetic and thermodynamic quantities.
This description was later extended to covalently linked reactants and since then a number of
different advances were done, especially noteworthy by Hush [20], Jortner [21] and Hopfield [22].
Aside from these seminal studies, Gerischer and co-workers introduced the basic understanding
of the electrochemistry of electrodes related to the HET reactions [23]. In the past decades,
a number of review articles were published in which a more detailed description can be
found [15,17,18,24–29]. In the following discussion, the fundamental principles of ET reactions
will be outlined on the basis of homogeneous ET. The particular characteristics of the HET
are subsequently addressed by focusing on the main differences between both processes.

2.1.1 Homogeneous Electron Transfer

Marcus classical theory describes the nuclear motion in terms of harmonic oscillators, with
an effective frequency ν along the reaction coordinate being identical for both the reactant
and product states. An important characterization of ET processes is given by the strength
of the electronic coupling between the reactant and product. If the coupling is weak and the
potential energy surfaces are not altered, one speaks of the non-adiabatic (diabatic) case.
Such a situation is illustrated in Fig. 2.1. It shows the two energy surfaces of the reactant
(here denoted by the excited donor and acceptor pair D*-A) and the product (the positively
charged donor and negatively charged acceptor D+-A−) along the reaction coordinate. The
reaction coordinate is an abstract coordinate used to describe the progress of the ET reaction
and has not to be directly related to any molecular extension.

Further the quantities ∆G# and ∆G0 represent the activation energy, determined by
the classical barrier height, as well as the standard Gibbs free energy, respectively. The
parameter λ describes the reorganization energy of the system that is defined as the energy
required to force the reactant from the initial coordinates to have the same final nuclear
configuration as the product, without making the electron transfer.
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Fig. 2.1 Schematic illustration of an ET reaction initiated by an optical excitation (photoin-
duced ET). Three one-dimensional harmonic oscillator potential curves are shown, representing
the donor-acceptor ground state (D-A), the excited donor and acceptor pair (D*-A) (reactant),
and positively charged donor and negatively charged acceptor pair (D+-A− (product), respec-
tively. The ET reaction occurs in the non-adiabatic limit. Important reaction parameters are
indicated by the activation energy ∆G#, the Gibbs free energy ∆G0 and the reorganization
energy λ, respectively. The inset depicts the level splitting of the parabolas of the reactant
and the product due to the avoided crossing of the electronic states. The splitting is expressed
in terms of the coupling strength VDA.

Considering that the electron is moving within the reactant potential term represented
by the harmonic oscillator parabola, it crosses the transition point repeatedly, giving rise
to a transition probability into the product state due to the weak coupling VDA between
the electronic states. The standard quantum mechanical approach in terms of the first order
perturbation theory can be applied to describe this transition. This leads to the Fermi’s
Golden rule [20,30–32] which gives an expression for the ET rate:

kET = 2π

~
|VDA|2 (FCWDS) , (2.2)

where VDA is the electronic coupling matrix element between the reactant and the product
state and FCWDS is the Franck-Condon weighted density of states. The FCWDS factor
represents the overlap integral between the wave functions of the reactant and product
states [33]. Although Eq. 2.2 appears to be rather simple, the calculation of the both
terms turned out to be difficult on a microscopic level and was therefore subject of intense
research during the last decades. The FCWDS factor expresses the probability of reaching the
transition state. It can also be calculated classically on the basis of the Boltzmann statistics
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and depends on the activation barrier height as well as on the thermal energy taken from the
system:

FCWDSclassical ∝ exp
(

−∆G#

kBT

)
(2.3)

Considering the transition at the crossing point of the two harmonic oscillator parabolas,
one can derive the relation between the standard Gibbs free energy ∆G0, the barrier height
∆G#, and the reorganization energy λ. Marcus first derived this very important relation
which reads:

∆G# = λ

4

(
1 + ∆G0

λ

)
(2.4)

Combining Eqs. 2.2-2.4 together, one obtains the well-known Marcus dependency describ-
ing the ET rate [19,34]:

kET = 2π

~
1√

4πλkBT
|VDA|2 exp

(
−
(
λ + ∆G0)2

4λkBT

)
(2.5)

This result features two important consequences. At first, the maximum transition rate
is achieved if the free energy matches the reorganization energy. In this case the activation
barrier vanishes and the value for λ can be experimentally determined. The second issue
is the separation of the normal region −∆G0 < λ from the inverted −∆G0 > λ region. It
is somewhat counterintuitive that the reaction rate decreases when the free Gibbs energy
becomes more negative. One would expect in this case that the driving force should increase.
However, the validity of the above equation and the existence of the inverted region was
experimentally proven [35].

The classical treatment of the FC factor remains valid as long as the oscillator frequency
ν is low and the thermal energy is greater than hν. Otherwise the harmonic potential energy
surfaces of the reactant and product have to be described in terms of quantum mechanics.
Two such attempts are reported by Bixon and Jortner [21,36], who applied a quantum
mechanical approach to describe the intramolecular vibrational motion. As a first result, the
energy surfaces spilt at the crossing point by 2|VAD| and the actual crossing of both parabolas
is avoided, as shown in the inset of Fig. 2.1. However, the predictions for the dependency of
the transfer rate kET given by the Marcus classical approach can also be found descriptively
in the quantum mechanical picture [37]. As described before, the transition probability
between vibrational eigenstates of the two different electronic states, expressed by the FC
factor, is proportional to the overlap of the vibrational wave functions. Differently to the
typical consideration of the FC factors for optical transitions, the parabolas of the electronic
states for the ET reaction are treated in the manner represented by Fig. 2.2. The FC factor
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between the vibrational state n in the reactant electronic state and n’ in the product state is
defined by:

FC ∝
∣∣< n|n′ >

∣∣2 (2.6)

ΔG0 < λ ΔG0 = λ ΔG0 > λ

Reaction coordinate

E
ne

rg
y

hν

Reactant Product

Fig. 2.2 Electron transfer reactions for three different free energies depicted by parabolic
potential energy surfaces. The probability density of the quantum mechanical oscillator
wave functions for different vibrational states n are illustrated and superimposed to the
parabolas. The transition probability is given by the overlap of the vibrational wave functions
(FC factors) represented by the red colored area. Maximum overlap is achieved when the
reorganization energy is equal to the free Gibbs energy λ = −∆G0 as shown in the center.

This is illustrated for the case of harmonic oscillator levels separated in both cases by hν.
For the reactant parabola, only the lowest vibrational state (n=1) is shown whereas for the
product parabola the vibrational states up to the free energy (hνn′ = ∆G0) are sketched. As
the energy increases in the product state, the probability density becomes concentrated at
the classical "turning points", where the state’s energy coincides with the potential energy.
The maximum overlap between the lowest vibrational state of the reactant is found for the
particular wave function in the product state satisfying λ = −∆G0. It is important to note
that to obtain the complete FCWDS factor in Eq. 2.2 one has to add up all single FC factors
of the allowed transitions, weighted by the population of the different reactant vibrational
levels.

As illustrated in Fig. 2.1, ET reactions can be photoinduced via preparing the reactant
in a locally excited state. Hereby the vertical transition populates usually higher vibrational
excited levels due to the Frank-Condon principle. Beside the ET reaction, a competing
intramolecular thermalization can take place on similar timescale. Thus, the previously
discussed static picture has to be extended to a dynamical description of the ET process.
In this case the ET can occur either from the vibrational hot or equilibrated reactant state
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or from a state in between. This implies that the populations of the excited state becomes
time-dependent, which has to be considered during the calculation of the total FCWDS
factor.

Adiabatic limit

The previously described models are only valid if the electronic coupling is weak. That
is the case where the frequency of the nuclear motion is larger than the ET rate. In the
non-adiabatic limit, the transition probability at the crossing point was assumed to be much
smaller than one. However, for the strong electronic coupling, representing the adiabatic limit,
the transition probability reaches nearly one. Thus, the energy level splitting at the crossing
point becomes larger and the two parabolas for the reactant and product state cannot be
distinguished in this region. Therefore, the system has to be treated in terms of a single
potential energy surface. The same electronic wave function, initially localized on the reactant
site, is used to describe the electron motion along this potential surface. By rearrangement
of the nuclear configuration, the electronic wave function becomes localized more preferably
at the product site. In the presence of a solvent its contribution to the reorganization
energy λ typically exceeds the intramolecular part. This introduces an additional upper limit
for the ET rate given by the relaxation time of the surrounding medium, which is usually
approximated by its longitudinal dielectric relaxation time [30,32,38,39].

2.1.2 Heterogeneous Electron Transfer

Most of the previously described fundamental principles for the homogenous ET are also
valid for the heterogeneous case. Since the heterogeneous ET depicts the main subject of
this investigation the important difference are explained in this section.

The most significant difference is that the number and the energy of accessible acceptor
states are dramatically modified when the molecular acceptor is exchanged by a solid state
one [23,36]. For a dye molecule chemically bound to a semiconductor, the conduction band is
assumed to be a continuum of electronic states. The discrete molecular donor level, again
given by its excited state, overlaps with a whole series of acceptor states. A special situation
arises, if the energy difference between the molecular donor level and the conduction band
minimum of the semiconductor is larger than the reorganization energy λ of the ET reaction.
In the so called “wide band limit”, every vibrational state of the donor can be coupled to
a particular acceptor state of the conduction band independently of the molecules nuclear
configuration [40,41]. This condition is illustrated in Fig. 2.3, which shows that every point
of the donor parabola can be a transition point. That means that for each reactant state the
overlap with any product state is maximal and the total Franck-Condon weights sums up to
one. Therefore, the FCWDS in Eq. 2.2 can be replaced by the pure density of states (DOS)
factor [42,43]:
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kET = 8π~|VDA|2DOS. (2.7)

The DOS factor is given by the density of states of the semiconductor as well as by
the vibrational state density of the molecule. However, these factors represent stationary
properties of the investigated systems and, thus, the DOS factor is constant. Since the
ET is not limited by the frequency of the nuclear motion that translates the system to the
transition point, the ET rate can become very high. However, if the donor state approaches
the conduction band minimum the wide band limit is not valid anymore. In this case the
FCWDS summation has to be reconsidered due to fact that less acceptor states are available.

Reaction coordinate

E
ne

rg
y

D+-A-

D*-A

Fig. 2.3 Schematic illustration of the non-adiabatic HET from a molecular donor to a solid
state acceptor. The excited donor state (D*-A) overlaps with a large number of continuous
bulk acceptor states.

It is important to note that after electron injection from the molecular donor into the solid
state acceptor the wave function of the electron becomes delocalized in the three dimensional
continuous bulk states. This leads to a reduced probability for the electron to immediately
return to the initial donor state after the ET. If the dephasing of the system would not exist,
an echo-like periodical recurrence would be formed. In real systems electronic dephasing
occurs due to, e.g., inelastic scattering processes, leading to the electron relaxation in the
conduction band of the semiconductor within tens of femtosecond. This makes any ET highly
irreversible.

In conclusion, the ET rate depends on three main factors if charge transfer in heterogeneous
system is considered. As pointed out above, the rate is given by the DOS in the semiconductor
coupled to the electron donating states. This can be expressed by the conduction band
properties of the used semiconductor and the electronic orbital configuration of the dye. This
aspect will be described in the next section. Further, the energy difference between the
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electron donor and acceptor states is important. The experimental determination of this
quantity, accessible by means of photoelectron spectroscopy, represents the main subject
of this work and the results on different dye/semiconductor interfaces will be presented in
chapter 4. Finally, the coupling between the electron donating and electron accepting states
determines the ET rate. The theoretical calculation of the coupling matrix element has been
a subject of many studies before. However, computational efforts are demanding especially
in the case of heterogeneous ET were a solid electron acceptor is involved.

2.2 Experimental Systems

In this section the investigated systems, consisting of transition metal complexes and nanos-
tructured semiconductor substrates, will be introduced. In the first part, the individual
properties and material characteristics are summarized. This is followed by a description
of the dye-semiconductor interface based on a literature review. Hereby, important aspects
such as the binding geometry, electronic interaction between donor and acceptor as well
as the band alignment are outlined. The section is concluded with a description of the
sample preparation method, which has been found to be of great importance in affecting the
microscopic properties of the investigated systems.

2.2.1 The Dye Molecules

In this thesis, exclusively ruthenium-based transition metal complexes were examined [44,45].
A classical example, which has also served as a prototype and a model system of intramolecular
electron and energy transfer reactions, is [Ru(bpy)3]2+ where bpy stands for 2,2’-bipyridine [46].
It represents one of the most studied coordination compound [47–49] exhibiting a very high
photosensitivity combined with favorable redox properties of the excited state [50]. These
particular properties make the coordination compound to act as an extremely efficient photo
catalyst for many applications, where either energy or electron transfer reactions are involved.
One important aspect of this type of compound is that their absorption bands can be tuned
by means of synthetic chemistry. This ability led to the invention of a huge number of
dye complexes, called sensitizers, derived from the original molecule with regard to a more
efficient absorption of the solar spectrum, binding geometry to the substrate and energy
level alignment between donor and acceptor. The two most successful ruthenium-based
sensitizers are [Ru(dcbpyH)2(NCS)2] (commonly termed N3), where dcbpy is 4,4’-dicarboxy-
2,2’-bipyridine, and N719, the corresponding bis(tetrabutyl) ammonium salt. In the following,
the fundamental photo physics of [Ru(bpy)3]2+ are outlined, followed by a discussion on the
similarities and differences of the specifically designed compounds.
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[Ru(bpy)3]2+

The molecular structure of [Ru(bpy)3]2+ in its crystalline form was determined by X-Ray
diffraction [51,52]. It exhibits a trigonal distorted octahedral symmetry (D3 symmetry) and is
illustrated in Fig. 2.4. Three bipyridine ligands (bpy in the following) surround the ruthenium
atom and are bound to the metal center via their two nitrogen atoms as bidentate chelating
ligands. All six nitrogen atoms possess an equal bond distance to the central ruthenium
atom of 2.056 Å [51]. In an ideal octahedral symmetry, the angles alternately spanned by
the N – Ru – N atoms would be 90°. However, due to a steric constraint originating from
the short C-C bridging bond in bpy, the N – Ru – N angle within the same ligand appears
to be smaller and has a value of 78.7°. This leads to a molecular symmetry possessing one
three-fold rotational C3 axis and three two-fold rotational C2 axes.

2+

N

N
Ru

N

N
N

N

C2

C2

C2
C3

Fig. 2.4 The chemical structure of [Ru(bpy)3]2+ (left). Three bipyridine ligands surround
the ruthenium atom and bind via their two nitrogen atoms. In the three dimensional view
(right) the C2 and C3 rotational axes are indicated.

In the absence of any ligand field, the d orbitals of the Ru center are degenerate. In
octahedral symmetry (Oh) the degeneracy is lifted into the doubly degenerate eg and the
triply degenerate t2g orbital bands [53]. The parameter ∆ describing the energetic gap
between both bands is called the ligand field splitting. The reason for the breaking of the
degeneracy is given by the orientation of the orbitals relative to the coordinating ligands.
The eg orbitals are oriented in the direction of the ligands and are, therefore, raised in energy,
whereas the t2g orbitals are not oriented in the direction of the ligands and are lowered in
energy. Considering the additional distortion of the octahedral symmetry resulting in the
tetragonal D3 symmetry, the t2g orbital split further into a single degenerate a1 and double
degenerate e orbital. The splitting is summarized in the scheme of Fig. 2.5(a).
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Fig. 2.5 (a) Energy level scheme of the Ru metal 4d orbital in the octahedral (Oh) as well
as the trigonal distorted (D3) symmetry. The former leads to a splitting of the initially
degenerate level into t2g and eg orbitals. The degeneracy of the t2g orbital is additionally
lifted by the D3 symmetry. (b) The frontier orbitals of [Ru(bpy)3]2+ mapped from octahedral
to the D3 symmetry. The highest occupied molecular orbital (HOMO) is localized at the
metal center whereas the lowest unoccupied molecular orbital (LUMO) is localized at the
ligand. Indicated by the vertical arrows are the four possible metal-to-ligand charge transfer
(MLCT) states.

Each bpy ligand has a two-fold rotational symmetry (C2) bisecting the pyridine rings.
The π bonding orbitals are symmetric with respect to this axis and are energetically separated
from the anti-bonding orbitals, which are antisymmetric aligned. In the reduced D3 symmetry
of the molecule, the anti-bonding orbitals of the bpy ligands split into the single degenerate
a2 orbital and the double degenerate e orbital.

The mixing of the metal d orbitals with the π∗ anti-bonding orbitals of the ligand form the
highest occupied molecular orbitals (HOMO) and the lowest unoccupied molecular orbitals
(LUMO) as shown in Fig. 2.5(b). Due to the large energy difference between the occupied
metal d orbitals and the unoccupied ligand orbitals, the HOMO is primarily localized at
the metal. Differently from that, the LUMO resides mainly at the antibonding orbitals of
the ligand. Therefore, the excitation from the HOMO to the LUMO is called as metal-to-
ligand charge transfer (MLCT) and gives rise to an photoabsorption band structure in the
wavelength range between 380 and 520 nm [49]. Due to the overlap with the visible spectral
range, the MLCT transition represents the most important absorption channel, when the
molecule is utilized as a photosensitizer. The optical absorption spectrum of [Ru(bpy)3]2+ is
shown in Fig. 2.6(a). Beside the MCLT transition three other minor important transitions
are visible and summarized in the inset of Fig.2.6(a). The UV range is dominated by strong
transitions involving the ligands π bonding orbitals and π∗ anti-bonding orbitals. They
are called ligand-centered (LC) (πbpy → π∗

bpy) and ligand-to-metal charge transfer (LMCT)
(πbpy → eg,Ru). In between another absorption band can be assigned to the metal-centered
(MC) (t2g,Ru → eg,Ru) transition [54].

A simplified energy level scheme of the photochemical cycle of [Ru(bpy)3]2+ can be
seen in Fig. 2.6(b). Optical excitation of the MLCT absorption band lifts a metal valence
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Fig. 2.6 Absorption spectrum of [Ru(bpy)3]2+ in water measured by Jenway 7315 spec-
trophotometer (a). The inset shows the four possible transitions, labeled according to the
involved molecular orbitals. (b) Simplified energy level scheme of the photochemical cycle of
[Ru(bpy)3]2+ upon a MLCT excitation. Absorption of a photon in the visible wavelength
range promotes an electron from its singlet ground state 1GS into the 1MLCT state. Due
to ultrafast intersystem crossing, it relaxes to the long-lived 3MLCT state followed by a
radiative decay to the ground state.

electron from its singlet ground state (1GS) configuration and leads to the formation of a
Franck-Condon singlet metal-to-ligand charge transfer 1MLCT state [55–57]. The electron,
localized at one of the bpy ligands, undergoes ultrafast intersystem crossing (ISC) and relaxes
to the long-lived triplet state 3MLCT̃[58]. The lifetime of the 3MLCT was found to be in the
order of one microsecond before the system relaxes to the ground state [59]. A more detailed
description will be given in the scope of the discussion presented in section 4.3, where the
ultrafast dynamics of [Ru(bpy)3]2+ dissolved in ionic liquids will be considered.

N3 and N719

The application of [Ru(bpy)3]2+ as a redox sensitizer was intensively studied because of its
very long-lived excited state. One major disadvantage is the lack of absorption in the red
region of the visible spectrum. This leads to losses in the potentially achievable efficiency if
the dye is utilized as an absorber in a solar cell. Therefore, other Ru-based dye molecules
were investigated as well as specifically designed to satisfy the required needs. One important
class are the closely related bis(2,2’-bipyridyl) Ru-complexes. In the early days, they have
not been considered as suitable sensitizers due to their relatively short-lived excited state,
which was thought to result in a low photon-to-electron conversion yield. In general, the
properties of this class of dyes are closely related to [Ru(bpy)3]2+. However, it was found
that an ultrafast heterogeneous electron injection from the dye attached to a semiconductor
appears, thus, competing with the deactivation of the excited state[60]. Since then increased
research interest led to the invention of many new dye complexes.
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In 1993 Nazeeruddin introduced the so called N3 sensitizer, where one bpy ligand is
replaced by two thiocyanate groups, and has additionally carboxylate groups as anchoring
sites [61]. The chemical structure is shown in Fig. 2.7. With the use of N3 in a solar cell, an
efficiency increase of up to 10% was reached, setting a benchmark for all dyes that followed.
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Fig. 2.7 Chemical structures of the N3 (left) and N719 (right) Ru-based transition metal
complexes.

One possibility to improve the conversion efficiency is a change in the protonation of the
anchoring groups. Due to the fact that the protons are partially transferred to the surface of
the semi-conductor substrate, they might influence the energy level alignment. One attempt
was done for the dye N719 where two protons were exchanged by a tetra-butyl-ammonium
(TBA) group. Slightly better performance was found, which includes N719 into the group of
reference dyes. A comparison of the absorption spectra of both dyes in ethanol is shown in
Fig. 2.8. For N3 and N719 the maximum of the MLCT band is red shifted to a wavelength
of 530nm, as compared to the [Ru(bpy)3]2+ complex.

The N3/N719 complexes are covalently bonded to the substrate via their carboxylate
groups. This electronic interaction influences the excited state of the dye and depends
additionally on the adsorption geometry of the molecule. A comparison of the absorption
spectra of N3 in ethanol and attached to ZnO substrate is shown in Fig. 2.9. The most apparent
difference is the shift of the MLCT absorption band by 30 nm to shorter wavelengths in the
N3/ZnO spectrum. The spectral response was found to be dependent on dye concentration
and on residence time of the ZnO film in the dye solution. Further details are presented with
regard to the sample preparation in section 3.3.

The photochemical cycle of N3/N719 is similar to the one described above for [Ru(bpy)3]2+.
A more detailed description will be presented at the relevant points in the thesis. The N719
dye is utilized in the study of the ultrafast charge transfer from a sensitizer to a nano colloidal
TiO2 semiconductor substrate (section 4.1). A similar study, but particularly focused on the
formation of an interfacial charge transfer state, was performed with N3 deposited on a ZnO
electrode (section 4.2).
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Fig. 2.8 Comparison of the absorption spectra of N3, N719 and [Ru(bpy)3]2+ in ethanol
measured by Jenway 7315 spectrophotometer. The MLCT transitions are indicated with
their maximum located at 530 nm for N3/N719 and 450 nm for [Ru(bpy)3]2+.
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Fig. 2.9 Absorption spectrum of bare and N3 sensitized ZnO films. Additionally the spectrum
of N3 in ethanol is shown. A distinct shift of 30 nm and a broadening due to the substrate
dye interaction is found.
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2.2.2 The Substrates

This section gives a short overview of the fundamental properties of the substrates used in
this work.

Titanium Dioxide

Titanium dioxide (TiO2) is a very versatile and well investigated semiconductor [62–65]. The
most important examples for the application of this material are photocatalysis [66], the
already mentioned dye sensitized solar cells, and its use as an additive to avoid UV induced
degradation. TiO2 crystallizes in three different lattice structures. The scientifically and
technologically most important phases are rutile and anatase, both exhibiting the tetragonal
crystal structure. Although rutile is the most common form, anatase can be efficiently
grown in the form of nanoscale colloids. Dye sensitized solar cell make use of these anatase
colloidal films exhibiting a sponge-like structure, covered with a monolayer of dye, and by that
increasing the active surface by a factor of more than 1000. Since anatase was exclusively used
throughout this work, the focus is put on its properties in the following. Anatase crystallizes
according to the space group D19

4h or I41/amd with the lattice constants of a=b=3.79 Å and
c=9.54 Å [67], as shown in Fig. 11.

a

c

Fig. 2.10 Crystal structure of anatase. The conventional unit cell consists of slightly distorted
octahedral symmetry. The big gray spheres represent Ti atoms and the small red spheres
indicate O atoms. The lengths of the unit cell are indicated in the scheme (see text). The
central [TiO6] octahedron is emphasized in green.

Most important for the use in an electronic device is the band alignment of the valence
(VB) and conduction band (CB) as well as the electron mobility. By means of absorption
spectroscopy a rather large indirect band gap of about 3.2 eV was found for anatase [68].
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Therefore, TiO2 is in general classified as a wide band gap semiconductor and sensitization is
needed to obtain sufficient absorption of the solar spectrum. The electron mobility in bulk
anatase is 10 cm2/(V s) [69]. However, this value can vary in nanoporous materials to a large
extend [70].

Intrinsic defects play an important role. Oxygen vacancies form occupied defect states
below the conduction band leading to an intrinsically n-type doping. The Fermi level position
was found to be close to the conduction band [71]. As a consequence the conductivity can
vary by orders of magnitudes [72].

For the electron transfer from the excited dye molecule donor orbital into the CB of
TiO2, the density of accessible states is of great importance. The conduction band of TiO2 is
formed from unoccupied 3d orbitals of Ti4+ [73]. The valence band edge is dominated by the
2p orbitals of Oxygen [74]. Further analysis of the electronic properties of TiO2 is given in
chapter 4.

Zinc Oxide

Zinc Oxide (ZnO) has been object of intense research since many decades [75,76]. During this
period, the interest in this material has featured remarkable discontinuity. However, nowadays
attention is focused on its prospects in optoelectronics applications as an efficient electron
transport material. Considered as an electron acceptor in a dye sensitized solar cell, ZnO
represents a promising alternative to TiO2 due to its much higher bulk electron mobility [77,78]
and great diversity in the nanostructured electrodes that can be easily produced. Some
noteworthy examples are nanoparticles [79,80], nanorods [81] and nanosheets [82]. ZnO
exists in two main crystalline forms, the wurtzite (as shown in Fig. 2.11) and the zinc blende
structure, whereas the former is the most common and thermodynamic stable form. The
space group of the hexagonal wurtzite structure is D4

6v or P63mc, with the lattice constants
a = 3.25 Å and c = 5.2 Å [75].

Crystallographic investigations indicate predominantly the presence of wurtzite structure
in nano-powders [83]. For this crystal type a band gap of 3.2 eV was found [84], which is
rather similar compared to TiO2. ZnO in its wurtzite structure appears naturally as a n-type
semiconductor because of a deviation from stoichiometry caused by the presence of intrinsic
defects such as oxygen vacancies and zinc interstitials. However, it remains still controversial
which type of intrinsic defects play the major role. Extrinsic n-type doping was found to be
relatively easy compared to p-type doping. Usually group III elements like In, Ga and Al are
used as substitutional elements for Zn and group VII element like Cl and I as a replacement
for O, resulting in an n-type doping. P-type doping has only recently been achieved [85].
This renders the potential use of ZnO in bipolar devices, e.g. diodes, difficult.
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a

c

Fig. 2.11 Hexagonal unit cell of wurtzite ZnO. The small gray spheres represent Zn2+ atoms
and the larger red spheres indicate O2− atoms.

Ionic Liquids

Ionic liquids (ILs) are organic salts comprising melting points below 100 °C being in liquid
phase already at room temperature (also called Room Temperature Ionic Liquids) [86–88].
ILs are mainly composed of inorganic anions and organic cations and exhibit in most cases
relatively low viscosities. The definition allows to distinguish them from the classical molten
salts with typically very high melting points e.g. NaCl (801 ◦C) and high viscosity.

Since the first report on a room-temperature IL, the ethylammonium nitrate, in 1914
by P. Walden [89], a large number of other ILs has been synthesized. ILs are typically
made of bulky asymmetric organic cations, such as imidazolium, pyridinium, pyrrolidinium,
quaternary ammonium, which exhibit weak intermolecular interactions, low charge densities
and very low symmetry [90–93]. Due to the delocalization of the charge and steric effects,
the formation of a regularly packed and stabile crystal lattice is hindered. Therefore a
minor amount of thermal energy is already sufficient to break down the crystal structure,
giving rise to the low melting points [94]. Due to their characteristic properties, ILs are
often considered as future solvents for catalytic[95,96] and chemical reactions,[97] as well
as for electrochemical purposes [98]. In DSSC, ILs have been investigated as solvents for
electrolytes due to their non-volatility and high electrochemical stability in contrast to
the so far used organic solvents [99–102]. In this work, the 1-Ethyl-3-methylimidazolium
trifluoromethanesulfonate (obtained from Iolitec) was chosen as a solvent to investigate the
charge dynamics in [Ru(bpy)3]2+. The chemical structure of this IL is shown in Fig. 2.12.

The solubility of different species in imidazolium ionic liquids depends mainly on the
hydrogen bonding ability and on polarity. The [Ru(bpy)3]2+ complex was found to be soluble
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1-Ethyl-3-methylimidazolium (EMIM) triflouromethansulfonate (TfO)

AnionCation

Fig. 2.12 Chemical structure of 1-Ethyl-3-methylimidazolium trifluoromethanesulfonate
(EMIM TfO).

up to 100 mM whereas in the case of N3 and N719 much lower concentrations could be
reached. For the investigation under UHV conditions, the vapor pressure is of particular
importance. The extremely low vapor pressures for most of the ILs (10−10 Pa at 25 ◦C) make
them perfectly suitable for any application as a solvent when a high-vacuum condition is
required [103]. Simultaneously, they provide sufficient electric conductivity which is needed
to recharge the sample in photoelectron spectroscopy experiments. Their general stability
under UHV and with regard to XUV irradiation will be discussed in section 4.3.

2.3 Ultrafast Spectroscopy

Studies of the interaction of light with matter, based on spectroscopy, can yield a comprehen-
sive microscopic view of nature. In its simplest implementation, the stationary approach,
it is capable to reveal structural information [104]. However, to understand fundamental
processes, time-resolved methodologies are required to examine how functionality is connected
to molecular dynamics [36,105–109].

The function of physical, chemical, or biological systems is determined by processes
that appear on an extremely short time scales between one femtosecond (10−15 s) and
several picoseconds. Therefore, most of these experiments are implemented in a pump-probe
configuration in which an ultrafast pump pulse triggers a reaction or, more generally, prepares
a system in a non-stationary state. The evolution of this state is then monitored by means of
a second probe pulse. Depending on the chosen probe scheme, the character and amount of
information obtained therein varies considerably. The spectroscopic methods can be specified
either by the used probe scheme or by the applied frequency range of the probe pulse.

Considering the studies on solid state samples, transient absorption spectroscopy in the
visible and near IR range is often the method of choice. With this technique the relative
changes in the absorbance with respect to the pump-probe time delay is recorded. Though,



22 Theoretical Background

the actual transitions that involve population of excited states are probed indirectly, and it
is difficult to draw conclusions about the energy structure in this case.

Another approach, time-resolved photoelectron spectroscopy, does not rely on this draw-
back. In these experiments, the probe pulse generates photoelectrons through ionization and
the kinetic energy of the emitted electrons is measured as a function of pump-probe time
delay [110,111]. Since the ionization transition is not restricted by the dipole selection rules,
it is possible to monitor the electron density distribution among the ground and excited
states. However, to be able to ionize the system in a single photon process the photon
energy has to be sufficiently high. Recently developed coherent light sources of ultrashort
pulse duration in the XUV and Soft X-Ray domain, such as laser-based high harmonic
generation (HHG) [13,14] and accelerator-based free-electron-laser (FEL) [11,12] opened up
new perspectives in this field.

In this section the fundamental aspects of ultrafast laser physics are discussed. It addresses
the generation and characterization of coherent and intense laser pulses, followed by a general
introduction to the field of high-order harmonic generation. In the last part of this section,
the physical principle of photoelectron spectroscopy is described and its implementation in
a pump-probe scheme is outlined. The practical realization is subsequently described in
chapter 3.

2.3.1 Generation of Ultrashort Laser Pulses

Before discussing the theoretical aspects of high-order harmonic generation some introductory
description about the physics of ultrashort pulses is given. It provides a basis for the
subsequent discussion of laser frequency up-conversion and ultrafast spectroscopy.

Continuous monochromatic light is described in the time domain by a plane wave. The
time representation is given by [112,113]

E (z, t) = E0ei(kz−ω0t), (2.8)

were E0 is the amplitude of the electric field, ω0 is the angular frequency. Based on
this plane wave representation, light pulses can be constructed by multiplying Eq. 2.8 with
a bell-shaped envelope [114]. For simplicity a Gaussian envelope is chosen and its spatial
propagation is omitted. The resulting Gaussian-shaped pulse can be written as

E (t) = E0e−Γt2+iω0t (2.9)

The temporal evolution of Eq. 2.9 is shown in Fig. 2.13. Hereby Γ is called the shape
factor of the Gaussian envelope and is dependent on the pulse duration, Γ ∝ t0

−2. The
spectral components of the laser pulse can be obtained by a Fourier transformation. The
general relationship between the time and frequency domains of a pulse reads:
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Fig. 2.13 Gaussian shaped laser pulse. In a) the time evolution of the electric field (red) is
shown obtained by multiplying a cosine function with a Gaussian envelope function (blue).
In b) the Fourier transform of the Gaussian pulse in the frequency domain is presented. The
transformed function is also a Gaussian function centered around ω0.
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The Fourier transform of a Gaussian shaped pulse in the time domain is also a Gaussian
function in the frequency domain with a central frequency as illustrated in Fig. 2.13(b). The
spectrum of the laser pulse can therefore be described by

E (ω) = exp
[

−(ω − ω0)2

4Γ

]
(2.11)

For an arbitrary light pulse that can be defined by its general pulse duration ∆t in the
time domain and by ∆ω in the frequency domain it can be shown that both quantities are
related through the following universal inequality:

∆t∆w >
1
2 (2.12)

This dependency can also be derived from the Heisenberg’s uncertainty principle in energy
and time, ∆E∆t > ~/2. From this simple equations some very important facts for the physics
of ultrashort pulses can be derived, which will be in the following shortly summarized [115]:

• In order to produce a light pulse with a given duration it is necessary to use a sufficiently
broad spectral bandwidth.

• The value of 1/2 in Eq. 2.12 can only be reached by light pulses with Gaussian time
and spectral envelopes.
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• For non-Gaussian shaped pulses the right side of Eq. 2.12 appears to be larger than
1/2.

• For a given spectrum it exists one pulse envelope that exhibits the shortest possible
duration in the time domain.

• Only for symmetrical spectra the shortest transform-limited pulses can be constructed.

2.3.2 High-harmonic Generation

The term High-harmonic generation (HHG) denotes the mechanism in which laser light
is frequency up-converted to integer multiples of the fundamental frequency by means of
a highly nonlinear interaction with a medium (e.g. noble gas). In this section the main
principles will be described whereas more profound descriptions of HHG can be found in
various reviews and book chapters [14,116–118].

First experiments on HHG were already reported between 1987 [119] and 1988 [120].
Since then many different types of lasers were applied to drive the HHG process, including
short-wavelength excimer lasers,[121–123] dye lasers in the visible spectral range,[124,125]
and IR-lasers [125,126]. Thereby it was found that the generation can cover a very broad
spectral range of up to several hundred eV [119,127] and in some cases even thousand eV [128]
can be reached. A typical intensity distribution of HHG light depending on the harmonic
order n is illustrated in Fig. 2.14.
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Fig. 2.14 Intensity distribution (logarithmic scale) of a typical spectrum obtained by high
harmonic generation. For low harmonic order n, in the perturbative regime, the intensity is
rapidly decreasing. For higher order, a plateau can be seen which is terminated by the cut-off,
depicting the highest harmonics that are generated. Additionally, only odd harmonics of the
fundamental frequency can be generated.

In the limit of small n, a very rapid decrease of the HHG yield with the increase of
the harmonic order is visible, as one would expect by applying the perturbation theory
to describe multi-photon transitions. The perturbation theory predicts that the transition
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probability decreases exponentially with n, in conjunction with the intensity of emitted
photons (called the perturbative region of HHG spectrum). Subsequent to this spectral
region, a plateau of equally intense harmonics can be found followed by a sharp decrease to
zero. The presence of the plateau range could not be understood by a simple perturbative
approach. Additionally, only odd harmonics of the fundamental frequency can be generated.
To explain the large number of equally intense harmonic peaks, another theory had to be
found to account for these results. In 1993 Corkum [129] and Kulander [130] presented a semi-
classical theory, which reproduced the observed plateau behavior in the HHG spectra. This so
called “three-step-model” was later confirmed by quantum mechanical calculations [131,132].
In the three-step model, the electron is initially treated quantum-mechanically as it undergoes
tunnel ionization in the laser field, but then its subsequent dynamics are described classically.

The three-step model describes the HHG process by the following sequence of steps: (also
illustrated in Fig. 2.15)

1. Tunnel ionization: If an atom is irradiated by a strong laser field it can be ionized.
This leads to the formation of an ion (the parent ion) and a free electron with zero
initial kinetic energy.

2. Acceleration: The electron is accelerated by the laser electric field. When the electric
field changes its sign, the electron can be driven back to the parent ion.

3. Recombination: If the electron collides with the parent ion, the ion and electron can
recombine and the excess energy is released in the form of photon.
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Fig. 2.15 Schematic of the three step model: (1) ionization, (2) acceleration by the laser
electric field, (3) recombination via emission of a photon

Ionization

In the focus of ultrashort laser pulses, the strength of the external electric field can be
comparable to the field strength experienced by the bound atomic electron in the vicinity
of its parent atom. In this case, if laser intensities in the order of 1014 W/cm2 are applied,
a strongly non-perturbative regime is reached. The resulting potential experienced by the
electron represents the superposition of two potentials:
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V (r⃗, t) = − e2

4πε0r
+ eE⃗ (t) r⃗ (2.13)

where the first term describes the Coulomb interaction between the atomic core and
the electron and the second term is the dipole potential induced by the external laser field.
In Eq. 2.13, e denotes the elementary charge, ϵ0 is the vacuum permittivity, and r is the
distance between the electron and the atomic core. At sufficiently high laser field strength,
the Coulomb potential becomes significantly distorted. This is illustrated in Fig. 2.16 which
depicts the superposition potential (Eq. 2.13) for three different cases. The ionization potential
remains unperturbed if the electric field strength is considerably low (see Fig. 2.16(a)). For
sufficiently high laser frequency, multi-photon ionization can take place. In scenario b), the
Coulomb potential is significantly modified leading to the formation of a finite barrier. The
electron can tunnel through this barrier and, as a result, appears as a free particle with zero
kinetic energy exposed to the external laser field. For very strong electric fields, the barrier
is completely suppressed and the electron can directly leave the parent core (over-barrier
ionization, see Fig. 2.16(c)).

Fig. 2.16 The three different ionization scenarios. The ionization potential remains unper-
turbed if it is stronger than the external electric field, as shown in a). This leads to the
absorption of multiple photons and multiphoton ionization being the dominant ionization
mechanism. b) The external electric field strength is increased and the atomic potential
is significantly modified. Ionization appears due to tunneling through the created barrier
(tunnel ionization). c) For very large electric fields, the potential is strongly distorted and
the electron can directly leave the parent core (over-barrier ionization).

The first theoretical description of the tunnel ionization was given by Keldysh [133]
in 1965. In his work he introduced the very important parameter γ (called the Keldish
adiabaticity parameter):

γ =
√

Ip

2Up
(2.14)

where Ip is the ionization potential and Up is the ponderomotive potential:

Up = e2E2
0

4meω2 (2.15)
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which represents the cycle-averaged quiver energy of the electron in the oscillating electric
field. The value of γ determines the ionization regime. For values larger than one (γ > 1)
multi-photon ionization takes place, whereas values in the range or smaller than one (γ / 1)
determine the ionization regime. In the case where the Keldish parameter is much smaller
than one (γ ≪ 1) the third, over the barrier ionization [134], is present. The highest efficiency
for high-harmonic generation is achieved in the tunneling regime, as it can be understood by
considering the subsequent propagation step.

Electronic Motion in the Electric Field (Acceleration)

Following the tunnel ionization event, the electron can be approximately treated as a free
charged particle exposed to the electric laser field E (t) = E0 cos (ωt + ϕ). The phase of the
electric field denotes the moment (time zero) when the ionization takes place. The electron
motion in the external ac-field is described classically. As initial conditions, one considers
that the electron is released from the atom at position x0 = 0 with an initial velocity of
v0 = 0. The velocity v(t) and position x(t) at time t can be calculated by:

v (t) =
∫ t

0
− e

me
E
(
t′) dt′ = E0e

mω
(sin (ωt + ϕ) − sin (ϕ)) (2.16)

x (t) =
∫ t

0
v
(
t′) dt′ = E0e

mω
(cos (ωt + ϕ) − cos (ϕ)) + sin (ϕ) · t (2.17)

The velocity given by Eq. 2.16 exhibits a time-independent term called drift velocity. For
a nonzero drift velocity the electron atom distance will continuously increase, superimposed
to the oscillatory quiver motion caused by the field. The electron trajectories for certain
phases ϕ are illustrated in Fig. 2.17. The amplitude of the oscillatory motion is referred to
as the ponderomotive radius a0 = E0e

/
mω2 and is used as the unit for the electron-atom

distance in this graph. Its value is in the order of some nanometers for typical laser intensities
(1014 W/cm2) and by that is much larger than the atomic radius. For different phases of the
electric field, the electron trajectories behave differently in time. As it can be seen in the
enlarged view in Fig. 2.17(b), only trajectories with small phase ϕ return to the origin of the
atom and can give rise to the electron recombination with the parent ion. The recombination
is the key step in the generation of high harmonics and is discussed in the following.

Recombination

If the electron collides with the parent atom, the ion and electron can recombine, giving rise
to the emission of a photon carrying the excess energy. The photons energy is given by:

~ω = Ip + Ekin, (2.18)
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Fig. 2.17 Electron trajectories as a function of time for different phases. The vertical scale,
representing the distance between the electron and the atom, is expressed in terms of the
ponderomotive radius a0. b) The enlarged view of a) for small times. Electrons ionized at
different phases follow different trajectories. Only for certain phases the electron returns to
the atom. The velocity of the electron at the zero crossing point is given by the absolute
slope at that point.

where Ip is the ionization potential of the atom and Ekin the kinetic energy that the
electron gains in the laser field. Depending on the phase of the electric field at the instant of
the tunnel ionization event, the different trajectories lead to different kinetic energies at the
moment of the electron return to the parent ion. This is illustrated by the different slopes at
the trajectories intersection points with the x = 0 axis in Fig. 2.17(b). The highest photon
energy that can be released in the process of high harmonic generation is thus connected
to the maximum kinetic energy the electron can gain in the electric field. To this end, one
needs to solve the Eq. 2.17 for x(t) = 0 and calculate the kinetic energy at that instant. The
solution cannot be expressed in terms of elementary functions. However, it can be found
numerically. The different kinetic energies for various phases ϕ are shown in Fig. 2.18.
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Fig. 2.18 Kinetic energy upon the electron return to the parent core as a function of the
phase of the electric field, at which the ionization takes place. The maximum is achieved at
approximately 18°. In this case, the kinetic energy upon return reaches 3.17 Up.
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Its maximum arises at a phase of 18° and a kinetic energy of 3.17 Up. This value defines
the cutoff energy in the high harmonic spectrum and is called the cutoff law:

~ωcut = Ip + 3.17Up (2.19)

This theoretical finding was empirically proven in experiments and represents another
example of justification of the validity of the three-step model. From Eq. 2.19 it can also
be seen that in order to generate high energetic photons (large harmonic order n) a large
ponderomotive potential is needed. This calls for applications of long laser wavelengths and
high intensities, implying the tunneling regime of ionization in the first HHG step.

In general, after tunnel ionization different processes can take place. Beside the recombi-
nation with the parent atom leading to emission of high energetic photons, the electron can
also be scattered on the residual core in the presence of the laser field, which can lead to
the increase in the electron kinetic energy. This multiphoton effect is denoted by high-order
above-threshold ionization (HATI) [135,136] and represents a competing reaction mechanism
to the HHG.

Summary on high harmonic generation:

• High photon energies can be reached if Up is large. This requires application of high
laser intensities and low frequencies.

• The high harmonic generation strongly depends on the phase of the electric field.
Therefore, the harmonics are coherent to the fundamental laser field.

• The high harmonics generation is repeated every half period T/2 of the laser frequency.
The Fourier transform of this signal consist therefore of peaks separated by 2ω, meaning
that only odd harmonics of the fundamental frequency can be generated.

2.3.3 Time-resolved Photoelectron Spectroscopy

In general, photoelectron spectroscopy (PES) refers to the measurement of the kinetic energy
of electrons after their emission from solid, liquids or gases due to the photoelectric effect.
From the kinetic energy spectrum and the used photon energy, conclusions about the binding
energy of the electronic state from which the electron was removed can be drawn. If these
states are core states the method also exhibits element-specific information and is called
ESCA (electron spectroscopy for chemical analysis). Depending on the used light source it can
be distinguished between ultraviolet (UPS, <100eV) and x-ray photoelectron spectroscopy
(XPS, >100eV). Because of the limited photon energy range, UPS is restricted to accessing
the valence states, while XPS can also probe deeper lying core states. In this section the
main principles of transient PES will be describes, whereas a much deeper consideration
and applications of this method can be found in numerous text books on photoelectron
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spectroscopy [137–139]. The basic principle of photoelectron spectroscopy is depicted in
Fig. 2.19. The incoming photon is absorbed by an electron, which is then transferred from its
initial state into an excited state. For sufficiently high photon energy the electron is ejected
into vacuum and can be considered as a free moving particle. The binding energy of the
electron in the sample can be determined from the following equation:

Ekin = ~ω − Eb − Φs, (2.20)

where Φs denotes the samples work function. In solids the binding energy is generally
referred to the Fermi level, whereas in free atoms or molecules in most cases the vacuum level
is used as a reference. Electronic states, measured in a solid, that lie below the Fermi level
(occupied states) are usually characterized by their positive binding energies.

In order to measure the kinetic energy of the electrons, the sample has to be in contact to
the analyzer, where they are counted. This leads to a contact potential that, depending on
the sign, accelerates or decelerates the electron into the detector. For this reason the kinetic
energy of the electron are intrinsically measured against the work function of the analyzer.
An initial calibration of the binding energy scale is done by measuring the Fermi edge of a
metal sample (e.g. gold) and set this value to zero binding energy (Eb = 0). Further, it has
to be noted that the escape depth of electrons is only a few nm, depending on their kinetic
energy. The short mean free path of electrons is given by the strong interaction with dense
matter. For the kinetic energies considered in this work, the universal curve of the mean free
path [140] possesses a minimum of approximately one nm. In this case PES probes only the
first few monolayers at the surface of the investigated sample.

The time resolution is achieved by introducing another so called pump pulse and by
delaying the pump and probe pulses against each other. Such measurements are referred
to as pump-probe measurements, where the pump pulse populates an intermediate state
and a delayed probe pulse detects the population as a function of time. This process is
illustrated in Fig. 2.19(b). The optical pulses can have different wavelengths. In this thesis
the pump photon energy is chosen to be in the visible range to excite well-defined optical
transitions in the sample. The photon energy of the applied pump pulse does not exceed
the work function and, therefore, no electrons are emitted. Contrary, the probe pulse is in
the XUV range give rise to a high probability of single photon ionization. This leads to
a stationary photoelectron background independent of the time delay between pump and
probe (steady state spectrum).The total spectrum consists of the background signal and a
time dependent part (transient signal). Therefore an appropriate background subtraction is
needed to separate both contributions. This can be done by using spectra recorded without
applying the pump pulse.
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A detailed description of the experimental procedure, including the generation of the
pump and probe pulses as well as a characterization of the spectrometer, is given in the next
chapter.
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Fig. 2.19 Energetic scheme of a photoelectron spectroscopy experiment. In a) the general
principle of the PES is explained on a metallic sample. The chemical potential is indicated
by the dashed horizontal line. The vacuum level, i.e. the zero kinetic energy of unbound
electrons, is denoted by the thick horizontal line. The difference between the vacuum levels
and the Fermi edge is given by the work function Φs of the sample. By means of different
photon energies, the core as well as the valence band states can be addressed separately. In
b) the pump-probe principle is illustrated. The high energetic XUV photons lead to a single
photon emission channel, giving rise to a stationary background signal. The evolution of
the intermediate states (denoted by S1 and S2) can be investigated by applying different
pump-probe delay times ∆t.





Chapter 3

Experimental Set-up

Time resolved photoelectron spectroscopy was exclusively used throughout all investigations
presented in this thesis. This chapter deals with the practical implementation explaining in
detail the design and characteristics of the system. Further information is provided in our
recent publication about the time resolved photoelectron spectrometer [141]. A schematic
overview of the experimental setup is shown in Fig. 3.1. It consists of different parts, including
a commercial available femtosecond Ti:sapphire laser. The laser output is split into two
beams and a certain fraction of the infrared pulse energy is used to pump the HHG. The
other split beam is used to pump an optical parametrical amplifier (OPA) generating the
pump pulses in the visible spectral range.

The central part of the setup is dedicated to the generation of high harmonics, their
spectral separation and characterization. Subsequently, the pump and probe pulses are
overlapped and focused onto the sample. The emitted electrons are detected in a time-of-
flight spectrometer (TOF) which measures their kinetic energy via recording the flight time.
Both the HHG part and the TOF spectrometer part require UHV conditions because XUV
photons and electrons can be easily attenuated in a gas medium. In the following, each part
is described in detail.

3.1 The Laser System

The fs laser is based on a commercial available Ti:sapphire amplifier system (Fig. 3.2).
The oscillator (COHERENT Vitara) is pumped by a solid state laser (Optically Pumped
Semiconductor Laser, OPSL, Verdi – G5) delivering 5 W cw power. The oscillator operates at
80 MHz and delivers pulses with approximately 10 nJ pulse energy and a central wavelength of
800 nm. The pulses are amplified by means of chirped pulse amplification (CPA) in a typical
stretcher/amplifier/compressor configuration. The regenerative amplifier (COHERENT,
Legend Elite Duo) is thereby pumped by a Nd:YLF pulsed laser (COHERENT, Evolution)
with an output power of 75 W. After recompression, the pulses exhibit approximately 2.5 mJ
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Fig. 3.1 Schematic overview of the experimental setup. The output of the commercial
Ti:sapphire laser is split into two parts. One part is dedicated to the generation and
monochromatization of the XUV probe beam whereas another part is used to pump an
optical parametrical amplifier (OPA) generating the pump pulses in the visible spectral range.
Afterwards both beams are overlapped onto the sample. The emitted photoelectrons are
measured by means of a time-of-flight spectrometer (TOF).
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pulse energy and a pulse duration of 25 fs (FWHM). The amplifier system operates at a
repetition rate of 5 kHz. Laser pulses are split into two beams by a beam splitter (BS) so
that pulse energy of up to 1.5 mJ is available to pump the HHG process. The other split
beam is used for pumping the optical parametric amplifier (OPA). The OPA enables the
tune the output wavelength in a range from 240 to 2600 nm.

Ti:sapphire  Oscillator

Vitara

80 MHz, 10 nJ

OPSL 532nm

Verdi - G5

5 W cw

Regen. Amplifier

Legend Elite Duo

5 kHz

Stretcher/

Compresser

800 nm, 2.5 mJ

Nd:YLF 527nm

Evolution

75 W 5 kHz

OPA

OPerA-Solo

240 - 2600 nm

High Harmonic

Generation

BS 60

40

Fig. 3.2 Schematic view of the fs laser system. Detailed description is provided in the text.

Optical Parametrical Amplifier (OPA)

The application of parametric amplifiers is particularly favorable for the generation of
wavelengths which are difficult to access directly with lasers due to the lack of suitable gain
media. Additionally, they are beneficial if a large tuning range or high gains on short length
scales are required. In the first part of this section the process itself is explained, followed by
a description of the used OPA (COHERENT, OPerA-Solo).

Parametric amplification is based on the use of nonlinear optical crystals exhibiting a
large nonlinear susceptibility of second order χ(2) [142]. Typically used materials are BBO
(β-barium borate), LBO (lithium triborate) or KTP (Potassium titanyl phosphate). Due to
parametric effects in the medium, a single photon can be split into two photons or vice versa.
This process is illustrated in Fig. 3.3. The three involved photons obey energy and momentum
conservation. Depending on whether the pump frequency is smaller or larger than the signal
frequency and whether the pump, the signal or both photons are annihilated creating a new
photon, four different cases can be distinguished. Here we concentrate exclusively on the
scenario where parametric amplification, also called difference frequency generation, takes
place. In this case one pump photon with frequency ω2 is annihilated via the creation of
a signal photon with frequency ω1 and an idler photon with frequency ω3. Energy and
momentum conservation implies the two equalities:

ω3 = ω2 − ω1 (3.1)

k⃗3 = k⃗2 − k⃗1 (3.2)
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Fig. 3.3 The parametric effect is induced by the second-order susceptibility of a nonlinear
material, in which one photon is split into two photons as shown in this case.

This means that the signal and idler beams are amplified, and the pump intensity decreases.
This type of amplification should not be confused with the amplification taking place in a
laser medium by stimulated emission. In the latter case an inverted electronic population is
necessary, which is not the case for the OPA.

The frequencies of both signal and idler photons are determined by the phase-matching
condition [143]. It can be varied e.g. by changing the temperature or the angle between the
incident pump beam and the optical axis of the crystal. An adjustment of the frequency of
signal and idler photons can, therefore, be achieved by rotating the nonlinear crystal.

The OPerA Solo

The OPA “OPerA Solo” from COHERENT is used to cover a broad spectral range of pump
frequencies. It is pumped by the fundamental laser output with a wavelength of 800 nm and
pulse energy of approximately 1 mJ. It includes a white-light continuum generation stage and
two stages of parametric amplification. In the following the individual steps are explained. At
first, a considerably small fraction of the pump beam (about 1-3 µJ) is used to generate a white
light continuum (WLC) in a sapphire plate. The spectral broadening of the pump light is
mainly caused by self-phase modulation [144]. A detailed description of this non-linear process
is not provided in the scope of the thesis but can be found elsewhere [145,146]. Subsequently
another small fraction of the pump beam (30-70 µJ) and the WLC are focused non-collinearly
into the first preamplifier crystal, where parametric amplification takes place. By changing
the delay of the WLC with respect to the pump pulse, a different signal wavelength can be
chosen (called “Delay 1”). Additionally the crystal angle has to be adjusted to achieve the
phase matching condition (and, thus, efficient amplification) for the specific signal wavelength
chosen by Delay 1. By doing so, the signal can be tuned in the wavelength range between
1100 and 1600 nm. The non-collinear geometry enables to easily separate the amplified signal
beam from the residual pump and idler beams, which are both blocked after the crystal.
Afterwards the signal beam is expanded and collimated by a lens telescope, and guided into
the second amplification stage.

The main amplification stage is pumped by the main part of the input pump beam. The
pump and signal beams are overlapped collinearly in the second nonlinear crystal. Due to the
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parametric amplification in the crystal, the signal pulse is amplified of up to several hundreds
of µJ and in addition the idler wave is generated. For efficient conversion, it is necessary to
adjust the time delay between the signal and the pump beam as well as to tune the crystal
angle for optimum phase matching condition. After the crystal, the signal and the idler
beam are separated by a dichroic mirror. Depending on the wavelength range needed for
experiment, different subsequent configurations in a third stage can be used. The simplest
application of the OPA is to use directly the signal (1100nm - 1600 nm) or idler (1600 –
2600 nm) output. In addition, both beams can be used for second harmonic generation,
leading in the case of the signal to a tuning range from 600 nm to 800 nm and in the case of
the idler to a range from 800 nm to 1050 nm. It is also possible to mix the signal or idler
beam with a portion of the fundamental pump beam to induce the process of sum frequency
generation in an additional non-linear crystal. The sum frequency generation of the signal,
mainly used in this thesis, covers the range between 475 nm to 540 nm. In this mode, pulse
energies of up to 200 µJ can be achieved. Most of the tuning parameters are motorized and
can be controlled by the “WinTOPAS” software. For each wavelength, a set of parameters
is stored in a calibration file. This allows in general an easy and fast change of the OPAs
output wavelength.

Auto- and Crosscorrelation

In general, a direct temporal characterization of femtosecond laser pulses by means of
electronics (e.g. with a photodiode) is not feasible. Even nowadays the fastest response
of only up to several tens of ps can be achieved with photodetectors. To overcome this
limitation correlation techniques are widely used. To measure the temporal width of a
pulse, the (second-order) intensity-autocorrelation is applied employing either a two-photon
absorption step in e.g. a semiconductor or, alternatively, a χ(2) process in a phase-matched
doubling crystal. In the latter method the incident laser pulse is split into two pulses by
a beam-splitter and a time delay ∆t between the two pulses is introduced. Subsequently
both pulses are focused into a frequency-doubling crystal and the resulting second harmonic
generation auto-correlation trace is measured by a detector as a function of the time delay. If
the intensity of the complex electric field corresponds to I (t) = |E (t)|2, the autocorrelation
function is defined by:

IAC (τ) =
∫ +∞

−∞
I (t) I (t − τ) dt (3.3)

Note that the auto-correlation is always a symmetric function that does not contain any
information about the shape of the pulse. To determine the pulse duration a certain pulse
shape has to be assumed. For different pulse shapes the relation between the FWHM of the
auto-correlation trace and the pulse itself can be calculated. In case of a Gaussian shaped
pulse this is given by τAC =

√
2 · ∆tpulse. Special care must be taken for spectrally broad
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and in this context ultra-short pulses. Due to the limited spectral acceptance of the used
non-linear crystals the spectra might be only partially frequency mixed. In this case the
autocorrelation becomes too narrow and overestimates the real pulse duration [147]. Usually
auto-correlation that employs two-photon absorption in semiconductor diodes does not suffer
as much from this disadvantage.

The intensity auto-correlation does not allow to draw any conclusion about the phase of
the spectral components of the pulse. To obtain this information more sophisticated methods
like the Spectral phase interferometry for direct electric-field reconstruction (SPIDER) have
to be used.

If the femtosecond pulse is not correlated with itself but rather with another different
pulse instead, the cross correlation between both is measured. It requires that the shape of
one of the pulses is known (called reference pulse) and from the cross-correlation trace the
shape of another pulse can be reconstructed. If both pulses exhibit a large difference in their
pulse duration, the cross-correlation width is mainly given by the longer one. This implies
that to measure an unknown pulse a sufficiently short reference pulse, at least of the same
order of pulse duration, has to be available. Another complication arises if the pulse duration
in the XUV range has to be determined. In this case frequency mixing in nonlinear crystals
is not applicable. Here, a multiphoton ionization process that involves absorption of an XUV
probe photon simultaneously with absorption or emission of one or more pump photons is
used. A detailed description is given in the subsequent section.

3.2 High-harmonic Beamline and the RZP Monochromator

This section is based on publication (6) from Optics Express, 2014, 22 (9) pp. 10747-10760

Since HHG is a highly nonlinear process, it is very sensitive to a number of different
parameters. These are divided into the laser parameter given by the wavelength, the pulse
energy, the pulse duration, as well as by the beam profile. Further, the focusing geometry,
the interaction length and the gas pressure in the cell are of high importance. Finally, the
type of gas used as the non-linear medium influences the achieved maximum XUV flux and
photon energy. In the following the most relevant aspects for the HHG are elucidated.

The layout of the high harmonic beam-line can be seen in Fig. 3.4. It is completely
implemented in a UHV framework. The HHG process takes place in an argon-filled gas cell in
the first vacuum chamber. The cell is mounted at the end of a straight tube, which serves as
the gas feed-through into the vacuum. The cell position is fixed by an intake at the bottom
of the chamber. The laser is focused by a lens of 600 mm focal length into the gas cell. A
λ/2 wave plate and a polarizer were used to control the intensity and polarization axis of
the pump beam. In order to adjust the focus position relatively to the gas cell, the lens is
mounted onto a translation stage. The gas cell is initially sealed with an aluminum foil into
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which the first laser shot drills apertures at the entrance and exit due to the high intensity in
the focus. This procedure ensures a perfect alignment of the laser beam to the holes and
that only the minimum of the needed aperture size is obtained. The argon pressure in the
gas cell is adjusted by a dosing valve and typically applied pressures under operation are in
the order of several tens of mbar. This results in a base pressure of approximately 10−3 mbar
in the HHG chamber. To maintain UHV conditions in the subsequent part of the beamline,
the design makes use of extensive differential pumping.

Gas cells of several different lengths were manufactured to test the HHG performance.
It was found, that the cell of 16 mm length exhibits the highest efficiency in terms of XUV
flux of the desired harmonic and yields smaller spectral bandwidth of XUV light. Further,
it is well known that the focus position influences the HHG efficiency through the Gouy
phase [148] as well as the pump pulse intensity and the gas pressure. These three parameter
are highly correlated. The best results were achieved with a focus position directly behind
the gas cell (in the beam propagation direction), with a pulse energy of 1 mJ, and with a gas
pressure of 20 mbar. It is also noteworthy that the pump beam profile plays an important role.
Particularly, any form of astigmatism in the focus significantly reduces the HHG efficiency.
A beam profiler is used to ensure the best possible HHG pump beam quality. The above
mentioned parameters have to be optimized on a daily basis.

After the HHG and the differential pumping stage, the desired harmonic is selected by a
monochromator assembly. Its design and practical implementation is given in the following.
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Fig. 3.4 Schematic view of the experimental setup. Notations: (WP) wave plate, (P) polarizer,
(L) lens, (HHG) High harmonic generation chamber, (DP) differential pumping stage, (A)
aperture, (ZP) zone plate chamber, (S) slit, (F) Al foil, (D) movable photodiode, (TM)
toroidal mirror chamber, (M) movable plane mirror, (C) position-sensitive detector, (TOF)
time-of-flight electron spectrometer.

The Reflective Zone-plate Monochromator

To be able to conduct photoelectron spectroscopy, a single harmonic of desired photon energy
has to be selected from the HHG spectrum. A number of different approaches are available
that need to be benchmarked with regard to two important challenges. To obtain sufficient
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energy resolution, the use of dispersive optics introduces inherently a temporal broadening of
the pulse. It is a result of the path length difference caused by diffraction at the grating and
can easily reach several hundred femtoseconds or even a picosecond depending on the number
of grooves that are illuminated and the wavelength of light that is used. This represents a
dramatic value that renders any time resolved approach in the fs regime obsolete. The time
dispersion can be compensated by the use of a second grating [149–151]. The so called time
delay compensating monochromator enables to compress the XUV pulse duration down to ten
fs or even below [152,153]. However, in such a set-up, where the two gratings are additionally
complemented by two mirrors for focusing and collimation purposes, a significant loss in
transmission efficiency is unavoidable. Furthermore, the large number of optical elements
makes the design and handling of the beam path complicated. This means that besides
the temporal broadening the total transmission efficiency represents the second important
attribute for a monochromator. Another approach is the use of narrow-band multilayer
mirrors [154] to select a single harmonic. While a time resolution in the order of 100 fs could
be achieved with the use of multilayer mirrors, the disadvantage of this method consists in
the poor spectral selection of harmonics.

In the present set-up, off-axis reflection zone plates (RZP) were used for the purpose of
monochromatization. Similar to a toroidal grating, an off-axis RZP diffracts different spectral
components of the incident beam at different angles and focuses them into spatially separated
spots.

The monochromator in the present set-up was designed to select the 17th, 21st and
25th harmonic, covering an energy range between 26 and 39 eV. For this purpose three
different RZP were fabricated on a single silicon substrate with 50 mm diameter by e-beam
lithography and reactive ion etching. In Figure 3.5, an image of the schematic view as well as
the practical implementation is presented. To adjust the monochromator for selection of the
desired wavelength, the substrate has to be moved along the y-axis depicted in Fig. 3.5(b) to
position the optical axis of the corresponding RZP into the incident beam.

In general, a RZP makes use of the same concept as a classical Fresnel zone plate, with
two distinct differences. Contrary to transmission mode of a classical Fresnel zone plate
the RZP works in reflection mode and additionally its zone structure is not concentrically
arranged. This leads to a dispersive character, combining properties of a grating and the
focusing ability of a Fresnel lens in one single element.

The simplified optical layout of the RZP monochromator is shown in Fig. 3.6. The RZP,
as shown in Figure 3.5(a), is used in an off-axis geometry meaning that the working area is
located outside of the optical axes. This gives rise to two main advantages: (1) The specular
reflex (zero-order reflection) is directed out of the optical axis and can be easily separated
from the dispersed part. (2) Due to the high off-center mean line density, high dispersion is
provided and a slit in the plane perpendicular to the optical axis can be installed for the
energy selection.



3.2 High-harmonic Beamline and the RZP Monochromator 41

40 mm

X

Y

a) b)

25 th
 harmonic: 38.8 eV

17 th
 harmonic: 26.4 eV

21 st harmonic: 32.6 eV

Source
Focal
plane

4
 m

m

40 mm

Z

Y

X
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Is has to be noted that each single RZP monochromator is designed for a certain wavelength
λ0 and a focal length F (λ0). For any other wavelength the focal distance will be linearly
dependent and all other energies will be unfocussed in the focal plane.

Using the common grating equation the spatial linear dispersion in the plane perpendicular
to the optical axis can be calculated by:

nλ = d (cos (α) − cos (β)) (3.4)

where n is the diffraction order, d is the local line period in the middle of the illuminated
area, α the incident angle and β the diffraction angle. Based on the grating equation, the
angular dispersion in the middle of the working area can be derived as:

∆β = ∆λ

d sin (β) (3.5)

where ∆λ represents the spectral bandwidth. By defining a slit size ∆h this equation can
be used to calculate the energy resolution given by:

λ

∆λ
= R′

2λ

∆h · d · sin (β) , if ∆h > ∆S
R′

2
R′1

(3.6)

where ∆S denotes the source size, R′
1 and R′

2 represent the source-grating and grating
focus distance, respectively. In the last equation the role of the geometrical magnification
factor M = R′

2/R′
1 is indicated, which limits the minimum size of the slit width. According

to Eq. 3.6 the energy resolution of the RZP monochromator can be varied by the values β, d

and the slit size ∆h.
By combining Eq. 3.4 and 3.6 one can calculate the local grating period for the first

diffraction order which has the form:

d = λ

sin (α)

√1 + cot2 (α) +
(

R′2
∆h

∆λ

λ

)2
− cot (α)

 (3.7)

The RZP sections were manufactured with a length of 40 mm (length in X-direction,
X1-X2=40mm) and a height of 4 mm (Y - direction). The used geometrical parameters
and the chosen energy resolution of the RZP monochromator in the center of each RZP are
summarized in Table 3.1.

Table 3.1 The energy resolution and the geometrical parameters of the RZP monochromator.

E/∆E α◦ β◦ R
′
1 (mm) R

′
2 (mm) M

167 9.6 10.4 1000 350 0.35

If one assumes a HHG source size of 100 µm, the geometrical demagnification factor leads
to a maximum slit size of 35 µm in the focal plane. The meridional line periods d in the
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center of each RZP were determined for the three different photon energies by using Eq. 3.7
and are given in Table 3.2:

Table 3.2 Meridional structure period d for the three manufactured RZP.

Harmonic E (eV) d (µm)
17 161.5 18.2
21 130.7 14.7
25 109.8 12.4

From the spectral resolving power of the RZP monochromator of λ/∆λ = 167 the temporal
broadening of the incident pulse can be estimated by ∆t = λ2/∆λc. For the photon energy
of the 21st harmonic this yields a value of ∆t ≃ 21fs.

In the following the performance characteristics of the monochromator will be described.
Results are presented mainly with regard to the RZP designed for the 21st harmonic. However,
the performance characteristics of the two others RZPs were found to be similar.

Spatial intensity distribution

To characterize the dispersive performance of the RZP monochromator, the exit slit in the
focal plane was exchanged by a position sensitive XUV detector. An image of the intensity
distribution of the XUV radiation, obtained with the use the RZP designed for the 21st
harmonic, is shown in Fig. 3.7.
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Fig. 3.7 Intensity distribution of XUV light in the slit plane. The image was recorded with
the use of the RZP designed for selection of the 21st harmonic. The spots on the left hand
side denote the first diffraction order and the individual spots are labelled according to their
harmonic order. The large spot on the right hand side depicts the specular reflex.

On the left hand side of the image, the first diffraction order can be seen, which comprises
a sequence of spots labeled according to their harmonic order. The clear separation of the
individual spots demonstrates the high dispersive performance of the RZP. Furthermore they
appear with different spot sizes, originating from the fact that only the desired wavelength is
focused in this plane. Therefore, the smallest spot in the center arises from the 21st harmonic,
whereas the foci of all other harmonics lie either before or behind the detector plane leading
to larger spots in the image. As described before, the use of a slit with a proper width can
easily block all unwanted contributions from neighboring harmonics. It is important to note
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that the relative intensities between the different harmonics are not correctly reproduced.
The reason can be found in saturation effects of the detector (MCP - fluorescence screen
stack) caused by the high XUV photon flux density of the tightly focused central harmonic.
This further prevents a reliable determination of the real focus size by this method, which
was obtained by another procedure. In this case the spot size is not measured in the slit
plane but rather in the experimental chamber, where a 1:1 imaging by means of a toroidal
mirror is accomplished. By using the razor-blade method, the beam diameter was measured
at different positions along the propagation direction yielding a focus size of approximately
80 µm. Since no magnification is involved due to the refocusing, the monochromatized XUV
beam is expected to have approximately the same size in the slit plane of the monochromator.

Spectral Characteristics of the Selected Harmonics

The spectral bandwidth of the XUV pulses is measured by means of XUV photoelectron
spectroscopy of argon gas. The 3p ground state of argon exhibits a binding energy of
15.76 eV, associated with the formation of the Ar+ ion in the 2P3/2 state, and the binding
energy of 15.94 eV that corresponds to the formation of the 2P1/2 state. The XUV light was
focused in the experimental chamber in front of the skimmer of the TOF spectrometer. The
characterization shown in this section has been conducted with the commercial available
time-of-flight spectrometer (TOF) (SPECS, Themis 600) equipped with electrostatic lenses.
In this investigation, the electrostatic lenses were disabled and the spectrometer performed
as a classical drift tube with an acceptance angle of ± 1°. The spectrometer represents an
essential part of the experimental setup and its principles of operation will be presented in
more detailed in the next section. During the experiments, the argon pressure was maintained
at 8 × 10−4 mbar in the experimental chamber.

Figure 3.8 shows the photoelectron spectra obtained with the use of the RZP designed
for the 21st harmonic. Special care was taken to verify that the recorded spectra did not
suffer from charging effects of the ionized sample. This was achieved by validating the
proportionality between the total electron yield and the Ar gas pressure while maintaining
the XUV focus position and spectral width constant.

A slit size of approximately 100 µm was used in the experiment, resulting in the spectrum
shown in the main part of Fig. 3.8. A spectrum obtained with an open slit configuration is
shown in the inset. The comparison demonstrates how the contributions of the neighboring
harmonics can be suppressed by reducing the slit size. Whereas for an opened slit the
intensity of neighboring harmonics is of the same order as compared to the selected one,
a high attenuation is achieved for the narrow slit width. The contribution of the 23rd
harmonic, which remained in the spectrum, had to be multiplied by a factor of 330 to gain
any visibility. From this measurement, an intensity ratio of 1 : 3 × 10−4 between the selected
and the neighboring harmonics of can be calculated. It is important to note that the slit
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Fig. 3.8 Kinetic energy spectrum generated by ionization of Argon with the use of the RZP
designed for the 21st harmonic and a slit width of 100 µm. The solid curve depicts a fit to
a sum of two Gaussians representing the spin orbit splitting of the ground 3p state of the
residual ion. The spectral contribution of the 23rd harmonic was multiplied by a factor of
330. The inset shows a spectrum obtained with an open slit configuration, giving rise to
contributions of the neighboring harmonics of the same order as the selected one.

width of 100 µm does affect noticeably the transmission of the selected harmonic through
the monochromator.

The fit of a sum of two Gaussian profiles, representing the spin-orbit splitting of 0.18
eV of the final state of Ar+, is shown by the solid blue line whereas individual peaks are
shown by gray dashed lines. The total width of the peak is given by the splitting of the two
spin-orbit states convoluted with the bandwidth of HHG light as well as with the spectrometer
resolution. Taking these facts into consideration, a spectral bandwidth of the XUV source
of 0.5 eV (FWHM) is obtained. However, this finding is strongly related to a number of
different parameters, namely the pump beam parameters such as the intensity, beam profile,
and pulse compression, the focus position of the lens focusing the beam into the gas cell, as
well as the gas pressure in the cell. In general, a lower pump beam intensity leads to a smaller
bandwidth, accompanied by a decrease in the photon flux. For the conditions presented
here, a flux of 106 photons per pulse was measured behind the monochromator, giving rise
to a suitable XUV intensity in the experimental chamber. The spectral bandwidth and
the peak position were determined by the same method on a daily basis to ensure constant
experimental conditions throughout all measurements.

XUV Pulse Duration

The XUV pulse duration was measured by means of a cross-correlation technique. When the
pump and the probe pulses overlap in time, a process of multiphoton ionization occurs that
involves absorption of an XUV probe photon simultaneously with absorption or emission of
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one or more pump photons. This process does not require the presence of an excited state
that can be resonantly populated by the pump beam. It has received a description in terms
of laser-assisted photoionization of a medium [155,156]. In the cross-correlation experiment,
argon gas was used as the sample and the fundamental IR beam was employed as the pump.
Exposing an argon atom simultaneously to IR and XUV radiation, it can undergo the above
mentioned multiphoton ionization transition. The kinetic energy of the photoelectron can be
expressed as:

Ekin = ~ωXUV + N~ωIR + Ip (3.8)

where ~ωXUV and ~ωIR are the photon energies of the XUV and IR light, and Ip is the
ionization potential of Argon. |N | represents the number of involved IR photons and its sign
describes whether the process is associated with absorption (positive) or emission (negative).

To initiate a multiphoton transition the IR field needs to be sufficiently strong. However,
an upper limit is given by the process of above-threshold-ionization, leading to direct ionization
of the argon atoms by the pump beam. Therefore, an IR peak intensity of approximately
2 × 1012 W/cm2 was chosen, satisfying both criteria. The IR pulse duration of 25 fs was
measured with a SPIDER device. Figure 3.9 shows a sequence of kinetic energy spectra for
different time delays between the XUV and IR pulses. In this experiment, the RZP designed
for the 21st harmonic and a reduced HHG pump intensity of 1.5 × 1014 W/cm2 was used. One
can see that several side bands (SB) appear on both sides of the main central photoemission
peak The SBs are framed and labeled in the figure according to their number. For the IR
intensities applied in this experiment, it is possible to use a perturbative approach to describe
the cross correlation signal. In this case the ionization rate appears to be proportional to the
product IXUV I

|N |
IR , where IXUV and IIR are the intensities of the XUV and IR light. The

total ionization yield in the N th SB at a given time delay τ be represented by the integral:

S (τ) ∝
∫ +∞

−∞
IXUV (t) IN

IR (t − τ) dt (3.9)

The dependency of the integrated yield on the time delay is shown in Fig. 3.10. Assuming
Gaussian shapes for both XUV and IR pulses, one can calculate from Eq. 3.9 that the
cross-correlation signal is given by a Gaussian shape as well:

SN (τ) ∝ exp
(
−τ2

/
τ2

N

)
(3.10)

with

τ2
N = τ2

XUV + τ2
IR

/
|N | (3.11)
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In this equation τXUV and τIR denote the temporal width of the XUV and IR pulses,
respectively. From Eq. 3.11 it can be concluded that the temporal width of the cross
correlation signal is decreasing with the increase of the sideband number and converges
to the value of the XUV pulse duration in the limit of large values of N. Taking this into
consideration, Gaussian fits to the three sidebands shown in the inset of Fig. 3.10 revealed
that the XUV pulse duration converges to 45 fs.

The laser-assisted photoeffect can also be accomplished on surfaces, which is used in the
present work when solid state substrates such as ZnO or TiO2 are investigated. It provides
the same physical basis to measure the temporal system response.

Fig. 3.9 Photoelectron spectra of Argon obtained for different time delays between IR pump
and XUV probe pulses. The sidebands due to the emission and absorption of IR photons in
the process of IR-assisted ionization arise when the two pulses overlap in time, giving rise to
a cross correlation signal of pump and probe pulses.

3.2.1 The Time of Flight Spectrometer

In the present work, the commercial available photoelectron spectrometer THEMIS 600
(SPECS) was used. Its main principle relies on the measurement of the time-of-flight (TOF)
of photoelectrons to a detector placed at a certain distance from the interaction region.
The electrons velocity and kinetic energy can be derived from the measured TOF. Beside
the energy dispersion, the THEMIS 600 exhibits additionally two features. (I) Due to a
position sensitive detector angle-resolved PES is feasible. (II) The drift tube is equipped with
electrostatic lenses giving rise to a very flexible use of the spectrometer in terms of acceptance



48 Experimental Set-up

-100 -50 0 50 100 150
0.0

0.5

1.0

1 2 3

45

50

55

FWHM 45 fs

SB3

N
or

m
al

is
ed

 S
ig

na
l

Delay (fs)

 F
W

H
M

 (f
s)

Sideband #

Fig. 3.10 Integrated yield of the third sideband (red circles) as a function of the pump-probe
time delay. A Gaussian fit to the data points is represented by the blue solid line. The inset
shows a comparison of the sidebands up to the third order, pointing out the convergence of
their widths for increasing sideband number.

angle, energy- as well as angular resolution. In the following the two main operation modes
and their properties will be described. A schematic drawing of the TOF including exemplary
electron flight trajectories is shown in Fig. 3.11. It consists of ten cylindrical electrostatic
lenses that are labeled L1-L10. To compensate external magnetic fields mu – metal shielding
is used. The screening is extended in the sample area by Helmholtz coil pairs for each spatial
dimension (not shown in the figure).

Sample

L1 L2
MCP

DLD

Electron4trajectories

Laser4pulse

Iris
Apertures

Length46004mm

L3 L44-4L7 L8 L9 L10
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Fig. 3.11 Schematic view of the SPECS Themis 600 time-of-flight spectrometer. Electron
trajectories are indicated by the black lines extending from the sample to the MCP/DLD
detection unit. The electrostatic lenses are labeled L1 - L10 giving rise to a flexible use of
the spectrometer in terms of energy- and angular resolution. The AUX grid positioned in
front of the detector serves as a high-pass filter to avoid unduly large number of electron
reaching the detector.

Electrons emitted from the sample surface are collected by the electrostatic lenses and
imaged onto the detector. To this aim, a number of different lens modes are available.
Additionally, a completely field-free operation (drift mode, DM) can be deployed were the
spectrometer performs like a classical drift tube with an acceptance angle of ± 1°, given by the
sample – detector distance and the detector aperture of 40 mm. However, larger acceptance
angles, ranging from ± 3° to ± 15°, with simultaneously improved collection efficiencies are
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achieved in four distinct modes allowing angular resolution as well. An overview of modes is
given in Table 3.3.

Table 3.3 Overview of the different operation modes that can be applied.

Mode Abbreviation Acceptance angle (◦)
Drift Mode (lenses off) DM ±1
High Angular Dispersion HAD ±3
Medium Angular Dispersion MAD ±5
Low Angular Dispersion LAD ±7
Wide Angle Mode WAM ±15

Further, two modes with spatial resolution exist, which are exclusively used for alignment
purposes and are not explained in more detail here.

The electrons can be accelerated or decelerated by the electrostatics lenses. Following
the definition used for hemispherical analyzers, the initial kinetic energy is denoted by Ekin

and the final energy of the electron in front of the detector is denoted by Epass. Due to
a finite temporal resolution, both parameters can be used to balance the performance of
the spectrometer between the maximum accepted spectral energy range and the energy
resolution. To obtain kinetic energy spectra and emission angles, simulations of the electron
trajectories in the electrostatic fields are needed. Such a transformation is fully integrated in
spectrometers software.

Detector

The measurement of the TOF of photoelectrons relies on a start-stop method. A trigger
signal synchronized with the laser defines the point in time when the laser pulse impinges on
the sample and the photoelectrons are created. The stop signals are induced by single electron
registration on the detector. The start and stop signals are allocated and their time difference
constitutes the TOF. The spectrometer is equipped with a three-dimensional (x,y,t) delay
line detector (DLD), which was developed and build by Surface concept. A simplified scheme
is shown in Fig. 3.12(a). It consist of two microchannel plates (MCP), mounted in Chevron
configuration, which amplify the incoming electrons. Behind the MCP, the electron cloud
reaches two “crossed-serpentine” delay lines, each inducing an electronic pulse. The pulses
propagate in both directions towards the ends of each line. In one dimension, the position of
the incoming electron can be calculated by the signal arrival time differences at the opposite
ends. Therefore, two delay lines crossed by 90° are needed to enable a two-dimensional
position sensitive detection. Each end of the delay lines is connected to a constant fraction
discriminator (CFD) and a time-to-digital converter (TDC) to measure the arrival times
individually. The time coordinate can be calculated by the average of all four arrival times
taking a general time off-set into account.
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After an electron counting event, the detector cannot immediately process another one.
This so called “dead” time given by the detector and the electronics lies in the range of 15 ns.
For typical flight times of 100 ns, it implies that only one electron per laser pulse should
be detected. Otherwise the detection of subsequent electrons generated by the same laser
shot might be omitted or their position can be incorrectly registered. This would lead to
a distortion of the measured spectra, e.g. overweighting of the fastest electrons which is
called pile-up effect. To avoid an unduly large number of electrons reaching the detector, it
is equipped with a low-energy cut off filter. It consist of a grid (AUXiliary) positioned in
front of the detector, were a deceleration voltage can be applied blocking all electrons below
a certain kinetic energy. Independent of the used spectrometer lens mode, the total count
rate was always kept below the lasers repetition rate of 5 kHz.
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Fig. 3.12 Schematic drawing of the delay line detector (a) and detector response function
measured by diffusely reflected laser light (b).

The detector response is shown in Fig. 3.12(b). It determines the time resolution of the
system and is found to be approximately 200 ps. The response curve was measured with
the use of photons that were diffusely reflected off the sample to the detector where they
created photoelectrons. Due to the ultrashort time duration of the laser pulses, the peak
solely represents the detectors response. Additionally, it is used to calibrate the time zero
off-set while subtracting 1.8 ns given by the time of light propagation from the sample to the
detector.

Data Acquisition

The data acquisition software was implemented in the programming language python. The
original software delivered with the spectrometer was adapted by Daniel Tolksdorf to meet the
required needs of pump probe spectroscopy. Therefore, the control of various experimental



3.3 Sample Preparation 51

parameters e.g. control of delay stage position, beam shutter status, laser pulse intensity
measurement and a rotational stage was combined in one main acquisition interface. Data
acquired in a single measurement with a fixed set of parameters is stored in one file with
HDF5 format (Hierarchical data format). This file contains all attributes of the measurement,
the three dimensional TOF data (x,y,t) and a converted kinetic energy spectrum according
to the used spectrometer mode.

To calculate kinetic energy spectra, the electron trajectories in the presence of the
electrostatic fields have to be simulated. The overall distribution of the potential given
by the ten electrostatic lenses can be calculated by a superposition of the individual lens
contributions. With the software package SIMION, those single contributions can be obtained
by taking the spectrometers geometry into account. For initially defined intervals of kinetic
energy and emission angle at the sample, electron trajectories are simulated. This leads to a
transformation matrix that maps kinetic energy and emission angle pairs to positions and
transition times at the detector. By the inversion of this matrix the kinetic energy spectra
can be calculated.

3.3 Sample Preparation

The ZnO and TiO2 films used throughout this thesis were prepared by the group of
Prof. Leone Spiccia form Monash University (Australia). Two different glass substrates
coated with a conductive FTO layer were used. For the experiments with TiO2 samples
presented in section 4.1, conductive glass substrate with a FTO layer of 10 Ω/cm2 resistivity
was purchased from Nippon Sheet Glass (NSG, Japan). For the experiments presented in
section 4.2, FTO glass (TEC7) from the company Dyesol (Australia) was used. In both cases
an area of 4 × 4 mm2 size on the FTO layer surface was coated with a mesoporous semi-
conductor film with the use of a commercial semiautomatic screen printer and a commercial
printing paste containing either colloidal TiO2 particles of 18 nm average size (PST-18 NR,
JGC Catalysts and Chemicals) or colloidal ZnO particles of 100 nm average size, (Nano
powder, Sigma-Aldrich). Other chemicals were obtained from commercial suppliers and used
as received. The N3 dye was purchased from Solaronix (Switzerland) and the N719 dye from
Dyesol (Australia). For sensitization with the N719 dye, a solution was prepared with a
0.3 mM dye concentration in a mixture of acetonitrile and tert-butylalcohol with a volume
ratio of 1:1. The sensitization with the N3 dye was carried out in a different manner, by
using a dye solution of 0.3 mM concentration dissolved in ethanol (Sigma-Aldrich, HPLC
grade). Prior to sensitization, the films were sintered at 500 ◦C for 30 min, cooled to 80 ◦C
and then immersed into the dye solution. The TiO2 electrodes were sensitized over night at
room temperature. In the case of ZnO, a reduced sensitization time of 30 min was chosen in
order minimize the impact of the dye solution to the samples [157]. The films were rinsed by
the same bare solvent mixture to remove unbound dye and afterwards were transferred in
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atmosphere into the experimental vacuum chamber. A typical residual gas pressure in the
chamber was in the range of 10−7 mbar during the experiment.

The part of the FTO layer surface which remained uncoated with the semiconductor films
served as a reference sample, with the dye not linked to TiO2 or ZnO, respectively. Especially
for the investigation presented in section 4.1, a comparison between the N719/TiO2 and
N719/FTO interfaces was conducted. In addition to all sensitized electrodes, the corresponding
un-sensitized / bare samples were prepared as well. Because of the ex-situ sample preparation,
special attention was paid to possible surface contamination. To exclude any influence
by contaminants, measurements on these identically prepared un-sensitized samples were
performed (see section 4.1.3: Pump-probe measurements on bare substrates). Slight changes
of the samples spectra were observed when exposed to the XUV beam on a time scale of
several ours. Therefore, the sample position was changed according to this finding. Detailed
analysis of XUV-induced sample damage can be found in section 4.2.3 (Sample damage
measurements).

GlassFTO

FTO covered
with dye

TiO2/ZnO
absorbed with

dye

Fig. 3.13 Schematic view of the prepared samples. Mesoporous nano colloidal TiO2/ZnO
films with an 4 × 4 mm2 area were screen-printed on commercial available FTO glass. After
sensitization the dye is absorbed onto the semiconductor film as well as onto the FTO layer
surface.

3.4 Space Charge Effect

This section is based on publication (5): New Journal of Physics, 2015, 17 (93016).

When pulsed and intense light sources are used in photoelectron spectroscopy experiments
the photo-emitted electrons can experience energy redistribution after their escape from the
sample surface [158,159]. This occurrence, in general denoted as the space charge effect
(SCE), can cause spectral shifts and broadenings distorting the intrinsic information contained
in the photoelectron spectrum and often represents a limiting factor in experiment. The
development of photon sources with ultrashort pulse length, e.g. achieved by utilizing HHG
or in FELs, and the improvements on the photoelectron analyzer side has moved this issue
increasingly into focus [160–164].

When SCEs are considered two different scenarios have to be distinguished. In static
PES experiments with an ultrashort and intense XUV photon pulse a single electron cloud is
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produced within a relatively short timescale and with a high electron density in front of the
samples surface. Because of the Coulomb interaction, the fast electrons tend to be pushed by
the electrons behind them whereas the slow electrons are retarded by those fast electrons
resulting in the previously described effect of a spectral broadening and shift. Additional
complication arises when PES is conducted in a time-resolved pump-probe manner. Here,
a second electron cloud is produced by the pump beam interacting with the electron cloud
generated by the probe. In this case the SCE does not solely depend on the parameters of
both laser pulses but rather the temporal delay between the two emitted electron clouds has
to be considered. In the scope of this work the former effect within a single electron cloud
of the XUV probe pulse appears to be negligible due to the relatively weak XUV photon
flux used in the experiments. However, the intensity requirements for the pump pulse in
order to sufficiently excite the sample leads to direct multiphoton ionization of the sample
and results in the second described scenario of interacting electron clouds. The effect on the
XUV photoelectron spectra and its dependency on the pump beam intensity as well as pump
probe delay represent the subject of this section.

Previously, this effect was also reported in other pump-probe PES experiments, where
XUV light [165,166] or soft X-ray [167] and hard X-ray [168] radiation was used to probe a
solid-state sample irradiated by a pump laser pulse. Common to all of these investigations
is the fact that the electron cloud generated by the pump laser pulse causes a shift of the
photoelectron spectra to higher kinetic energies. The same effect was obtained in this work
when time resolved PES was applied to the solid state substrates. However, as we could
demonstrate in our recent investigation on liquid samples SCE associated with negative
spectral energy shifts can occur [169]. This finding is especially important when the results
obtained with the use of ionic liquids as a solvent are presented later.

As discussed in Ref. [168] and [169] a simple mean-field model can quantitatively predict
the spectral shift of the photoelectron spectra caused by the SCE. An illustration of the
charge dynamics is shown in Fig. 3.14 for the two cases with the probe (a) or pump pulse (b)
being the first laser beam interacting with the sample.

As a first step, solely the interaction of the both electron clouds produced by the pump
and probe beams will be considered. For both pulse sequences this interaction leads to the
negative SCE accelerating the XUV electrons. This can be easily understood for the case
of the probe pulse being first and the pump beam ionizing afterwards (Fig. 3.14(a). The
electron cloud of the probe beam is pushed by the pump electron cloud behind them leading
to the described effect. For the reversed pulse sequence the difference in kinetic energy has to
be additionally taken into account. Due to the much higher photon energy the kinetic energy
of the probe electron cloud is sufficiently high to reach the cloud of the pump generated
slow electrons and penetrates through it. Although being initially decelerated an overall net
energy gain for the XUV cloud is achieved. Detailed calculations for this scenario can be
found in Ref. [169].
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An example of exclusively negative space charge obtained with N3 sensitized TiO2

substrate can be seen in Fig. 3.15. Here, the shift in kinetic energy of electrons originating
from the N3 HOMO peak for a pump-probe time delay range of ± 150 ps is shown. The
horizontal dashed line indicates the position of the peak of about 26.0 eV in the photoelectron
spectrum without any pump beam applied. For overlapping pump probe beams a shift to
higher kinetic electron energies and therefore lower effective binding energies can be seen.
For different pump probe time delay the corresponding photoelectron spectra are shown in
Fig. 3.15(b). With the pump intensities 2 × 1010 W/cm2 used is this experiment a maximum
shift of about 300 meV to higher kinetic energies was observed. One can see that for time
delays larger than ± 150 ps the SCE vanishes whereas is reaches its maximum at zero time
delay.
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Fig. 3.14 Illustration of the space charge effect for the two different sequences of pump and
probe pulses. In a) the probe pulse arrives first and the pump secondly whereas in b) the
opposite situation is depicted.

This characteristic enables to use the SCE as a method to align the spatial overlap as well
as to approach the temporal overlap of XUV and laser pump pulses within a sub-picosecond
precision. This is accomplished by applying the high pass energy filter in the spectrometer
cutting most of the spectrum for the situation when pump beam is not present. Hence, if
the pump beam is added the positive SCE leads to a higher amount of electrons passing the
filter and results in an increasing total electron yield.

The intensity of the space charge effect relies most notably on the pump laser pulse
parameters. Figure 3.16 demonstrates the appearance of the SCE effect in XUV spectra
obtained for three different values of the pump pulse energy. In case of a pulse energy of
1 µJ, corresponding to a peak intensity of 1010 W/cm2 of the pump beam, the SCE effect can
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Fig. 3.15 Space charge effect in dependence of the pump probe delay. In a) the kinetic energy
of the N3 HOMO band peak as a function of the time delay between pump and probe pulses
is plotted. The colored crosses indicate the associated spectra presented in b) for different
time delays. The black colored line represents the spectrum obtained without any pump
beam applied.

be neglected. For higher peak intensities of the pump beam the density in the electron cloud
generated by the pump increases and the kinetic energy distribution changes to higher values.
Therefore the influence to the probe electron cloud is stronger leading to a larger SCE shift
as in this case of up to 4 eV. However, even higher intensities can result in additional spectral
broadening and ultimately in a complete distortion of the spectra. This is in contrast to two
relevant aspects related to the time resolved experiments. Most important is achieving a
high time resolution being directly associated with the use of ultrashort and intense pulses.
And secondly, to excite a sufficient amount of sample the total photon flux needs to be high.
In some cases it unavoidable to satisfy both criteria so that it might be necessary to work
in a moderate SCE regime. Therefore algorithms were developed and can be applied to
compensate for the SCE. Their function and use during the data analysis will be noted later.

The general difference when considering solid state samples and liquids lies in their carrier
mobility. The intense pump beam ionizes the sample, which therefore acquires a residual
positive charge localized within the interaction region of the laser beam. This fact is indicated
by the positively charged atomic cores in Fig. 3.15. Considering solely the presence of this
attractive force to the probe electron cloud the decrease in their kinetic energy is easy to
understand. Depending on the carrier mobility the dissipation of the induced positive charge
can occur on an ultrafast time scale and hence the possible interaction can be disregarded.
For solid state samples with a rather high carrier mobility this is valid, whereas for liquids as
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Fig. 3.16 XUV spectra of the sensitized ZnO sample recorded for three different values of the
pump pulse energy and temporal overlap: 1 µJ (red), 2 µJ (orange), and 4 µJ (blue). The
black line shows a steady-state XUV spectrum without any pump beam applied.

well as other non-conducting samples the positive SCE, decelerating the electrons kinetic
energy, needs to be taken into account. The positive SCE, being a special property when
liquid samples are used, is discussed in detail in Ref. [169]. An example for a positive SCE
that emerges with the use of ionic liquids is presented in Fig. 3.17. The SCE in dependence
of the pump probe delay is shown and for a positive delay times (pump excites first) a shift
of the kinetic energies to lower values can be obtained.
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Fig. 3.17 Space charge effect in dependence of the pump probe delay obtained on ionic liquid
sample.



Chapter 4

Results and Discussion

This chapter presents and discusses the results of the time-resolved measurements conducted
at the different interfaces and samples. It is divided into three main parts covering the
previously introduced issues of the charge transfer at the dye semiconductor interfaces and
the electron dynamics of the ruthenium complex dissolved in ionic liquids.

4.1 Injection Kinetics and Electronic Structure at the N719/
TiO2 Interface

Publication (4) reproduced in part with permission from Journal of Physical Chemistry C,
2015, 119 (17), pp 9099-9107. © 2015 American Chemical Society

4.1.1 Motivation

Heterogeneous electron transfer (HET) at the interface between a molecular dye and a wide-
band gap semiconductor plays a crucial role in photovoltaic devices or for photocatalytic solar
fuel generation [6,10]. Following the invention of the nanostructured dye-sensitized solar cell
(DSSC) by Grätzel and O’Regan [8], considerable efforts have been made to investigate light
induced fundamental processes related to such devices. It was found that the ruthenium-based
dye complexes, e.g. (Bu4N)2Ru(dcbpyH)2(NCS)2 (N719), exhibit high efficiency (close to
unity) of the HET mechanism in the visible range of the solar spectrum [61,170,171]. Due to
this property and the achievement of solar-to-electric energy conversion efficiency exceeding
10%, the N719 complex has been considered over the years as a reference dye for studying
fundamental aspects of photo induced electron transfer properties in the DSSCs [5,170].

The high injection yield of electrons into the semiconductor state is related to a rather
fast HET process compared to other competing reaction channels. In order to reveal the
competition of different processes, the application of ultrafast time-resolved spectroscopies is,
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therefore, needed to follow the complex electron dynamics induced by photoexcitation at the
dye-semiconductor interface.

Femtosecond transient absorption spectroscopy represents so far the most common method
used for studying the electron dynamics at interfaces. This method was applied, in particular,
to investigate the injection kinetics from the Ru-based dye complexes to a TiO2 layer.
The injection process was found to exhibit a coexistence of an ultrafast (≤100 fs) transfer
component and one or more slower components occurring on a picosecond and even longer
timescales [41,172-175]. This feature is associated with the population dynamics of different
metal-to-ligand charge-transfer (MLCT) states of the dye complex. Following excitation at
the maximum of the absorption band, the dye is initially prepared in the singlet 1MLCT
state. This state promotes the fast electron transfer directly into the conduction band (CB)
of TiO2, which takes place simultaneously with an internal relaxation into the triplet 3MLCT
state via intersystem crossing [176-180]. Both injection and relaxation processes were found
to occur on a timescale of 50-100 fs [181,182]. Injection from the relaxed triplet state is
significantly slower and occurs on a picosecond timescale. To account for the competition in
the injection kinetics between the direct electron injection and the intramolecular relaxation,
Asbury et al [179]. proposed a two-state injection model. The ratio between the short- and
long-lived states were found to depend on the excitation wavelength, confirming that the
main injection channel originates from the nonthermalized singlet 1MLCT state [179]. The
two state injection process is schematically depicted in Fig. 4.1.
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Fig. 4.1 Illustration of the light induced HET process at the dye N719 / semiconductor
interface. In the right part of the figure the two state injection model is presented. For
further details see text.

Apart from the injection kinetics, the binding energies of the ground and excited states
and their match at the dye–semiconductor interface are fundamentally important for the
function of a DSSC. On the one hand, the energy difference between the donor (excited dye)
and the acceptor (CB of TiO2) determines the driving force for the electron transfer [183],
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and on the other hand, the excess energy represents a dissipation mechanism and by that
influences the overall reachable conversion efficiency of the cell. Thus, a detailed knowledge
of the energy structure is inevitable to better understand various experimental aspects and
to specifically design new and more efficient sensitizers. For Ru-based sensitizers, the ground-
and excited-state redox potentials were measured by cyclic voltammetry combined with
absorption and emission spectroscopy [184–186]. The molecular band alignment with the CB
of TiO2 was predicted by theory and the calculated results were verified by comparison with
the absorption spectra [187,188]. However, direct experimental knowledge of the energetics
at the dye–semiconductor interface is not available until today and the development of other
approaches is required to gain insight into the actual band alignment.

The method of transient absorption spectroscopy does not provide a direct measure of
binding energies. The changes in absorption signal are related to the formation of positively
charged dye cations or to the density increase of free electrons in the CB of the semiconductor.
The actual transitions that involve population of excited states are probed indirectly, and it
is difficult to draw conclusions about the energy structure in this case.

Therefore the capabilities of femtosecond time-resolved photoemission spectroscopy (PES)
are examined in both revealing the injection kinetics and determining the binding energies
of the involved states. An attempt is made to verify the current understanding of ultrafast
charge transfer at the N719/TiO2 interface and to provide additional information about the
binding energies for the involved excited states. As a reference sample, the fluorine-doped
SnO2 substrate (FTO) covered with dye is used. By measuring the injection kinetics at the
N719/TiO2 interface in comparison to the N719/FTO interface, conclusions about the unique
properties of the TiO2 electrode can be drawn. Such a comparison is straightforward to
make, since the HET process at the N719/FTO interface is much slower and, in particular,
the ultrafast injection component is highly suppressed.

4.1.2 Sample Characterization

To characterize the samples ground state structure steady state XUV spectra were recorded
for the bare and sensitized TiO2 and FTO samples. The results are presented in Fig. 4.2.
Equal acquisition times were used throughout all spectra and no normalization was applied.
The positions of the higher-lying energy levels are important for the photo induced electron
transfer at the N719/TiO2 interface and can be elucidated from these measurements.

The valence-band edge of the nonsensitized TiO2 sample lies at a binding energy of
3.2 eV, which is in good agreement with previously found values in literature [189,190]. It was
obtained by fitting a line to the spectral onset and using the intersection point of this line
with the abscissa axis. Although this method represents a standard procedure in literature to
determine the valence band edges of semiconductors it renders slight uncertainty. From the
analysis of the absorption spectrum measured for bTiO2, we obtained a value of 3.3 eV for
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the energy gap between the valence and conduction bands. Using this value, the conduction
band edge position can be estimated to lie 0.1 eV above the Fermi edge [71].

For the sensitized sample, the maximum of the HOMO band of the N719 dye arises at
a binding energy of 2.2 eV. This value is in agreement with other reported results for the
N719/TiO2 interface [71]. The bandwidth is found to be 0.6 eV after deconvolution with
the spectral response of the system. Profound DFT calculation revealed the contributions
to the highest occupied orbitals [191] giving rise to this broad HOMO band. As for the
prototype molecule [Ru(bpy)3]2+ the highest three HOMO levels have essentially Ruthenium
t2g character, but for the N719 dye a considerable contribution coming from the thiocyanate
(NCS) ligand orbitals mix in an antibonding fashion with the metal states [192]. The
substantial contribution from the NCS group was also found experimentally before by
Rensmo et al. [193]. The subsequent HOMO-3 level is comprised of an isolated orbital made
of a nonbonding combination of the sulfur lone pairs and the nitrogen p orbitals localized
on both NCS ligands [191]. Theoretical calculations predict this contribution lying 0.3 eV
below the HOMO-2. This implies that the HOMO band has to be treated as a combination
of different orbitals and its maximum does not directly reproduce the central position for the
maximum overlap to the excited 1MLCT state. This fact has to be kept in mind when the
band alignment at the interface is discussed later.

At binding energies larger than 4 eV, photoemission from the valence band of TiO2

dominates the ionization yield. In this energy range, the signal intensity of bTiO2 is higher.
This is due to the fact that, for the sensitized sample, the dye absorbs XUV light as well as
attenuates electrons emitted from the substrate.
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Fig. 4.2 Steady-state XUV spectra of photoelectrons recorded for the bare (squares) and
sensitized (circles) TiO2 samples. The emission peak from the ground state of the dye is
labeled by N719. The inset shows a comparison of emission spectra obtained for sensitized
TiO2 (circles) and FTO (triangles) samples. The solid lines show the fit results of the HOMO
ionization signal to a Gaussian profile.

The inset of Fig. 4.2 shows a comparison of XUV spectra of the sensitized TiO2 and
FTO electrodes. For both samples, the ionization contribution from the HOMO band was
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fitted to a Gaussian profile in the region of lower binding energies where contribution from
the valence band of the substrate can be disregarded. One can see that the HOMO-band
contribution for the TiO2 electrode appears stronger and its peak position lies 0.1 eV higher
on the energy scale. The difference in the ionization yield from the HOMO bands can be
easily understood as being due to a different surface roughness of the two electrodes, leading
to a different amount of dye deposited on the surface. This is an important issue here, since
the FTO substrate is used as a reference and the transient signal needs to be normalized to
the amount of deposited dye.

From the results shown in Fig. 4.2, one finds that the colloidal TiO2 surface exhibits by a
factor of 2.4 higher amount of dye than the FTO surface. This was obtained by comparing
the HOMO-band yields integrated over the respective Gaussian profiles. The reason for the
slightly different position on the energy scale is most probably caused by the difference in the
electronic coupling between the dye and the two surfaces. The alignment of the ground-state
energies of the dye absorbed on TiO2 was analyzed by DFT calculations [187]. However,
theoretical investigations of electronic coupling for FTO are not available. These investigations
are needed to reveal the difference in the electronic structure at the two interfaces, giving
rise to different HOMO peak positions. It is important to note that the character of the
dye-surface interaction affects not only the energetic structure at the interfaces but also
the electron kinetics at higher excitation level, which will be considered in the subsequent
discussion.

4.1.3 Time-dependent Cross-correlation on the Bare Surface

Before considering the injection kinetics at the dye-semiconductor interface, it is instructive
to present results of pump–probe measurements with the use of the bare TiO2 and FTO
samples. The spot sizes of the pump and the probe beams at the sample were 500 and
100 µm, respectively. A pump pulse energy of 4 µJ was used, corresponding to a photon flux
of 5 × 1015 photons/cm2 in the interaction region and a peak intensity of about 1010 W/cm2.
This intensity was used to prevent excessive direct ionization of the sample by the pump beam.
At such an intensity, only a small amount of slow electrons is generated by the pump pulse and
their contribution to the higher-energy part of the XUV spectrum is negligible. The spectral
shifts due to the space charge effect, as described in section 3.5, was also negligibly small.
This was verified by comparing the pump–probe spectra recorded at negative time delays
(the probe pulse arrives first to the interaction region) with the steady-state XUV spectra.
The negative-delay pump–probe spectra are, thus, used as a background measurement in the
analysis of transient spectra presented in the following.

Similar to the determination of the XUV pulse duration presented in section 3.2 by means
of a cross-correlation (CC) measured in argon the temporal resolution can be obtained on the
bare substrate surfaces. However, beside the knowledge of the CC width, which is important
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during the data analysis of the ultrafast dynamics, these measurements facilitate to reveal
possible contributions from the substrates to the signal of the sensitized samples. Due to
ex-situ preparation of the samples it is not possible to exclude a priori any contamination
(e.g., by water or organic materials). Since PES is highly surface sensitive the influence
and contribution of the substrate to the transient signal has to be carefully examined. This
issue has received in literature only minor attention. Hahlin et al. [194], who implemented
the same method of sample preparation as used in the present work, concluded that water
does not contaminate ex-situ prepared electrodes. The influence of the contamination by
organic materials was investigated by Lyon et al. [71]. and it was argued that such impurities
introduce only weak interface dipoles, and their effect is insignificant to the measured band
alignment of the involved states. A different situation appears when ultrafast dynamics
are considered. Even without any signature of contamination to the steady state spectra a
contribution from the substrate to the transient signal might be present. Therefore the same
sample preparation used for the sensitized samples was applied to the bare ones.

As described before if the pump and the probe pulses overlap in time, a process of multi-
photon ionization occurs that involves absorption of an XUV probe photon simultaneously
with absorption or emission of one or more pump photons. This process does not require the
presence of an excited state that can be resonantly populated by the pump beam [155,156].
The ionization yield integrated over a sideband of the laser assisted ionization process rep-
resents a cross correlation signal of the pump and the probe beams. By recording the CC
signal at higher kinetic energies in the XUV emission spectrum as a function of the time
delay the CC trace can be obtained representing a convolution of temporal profiles of the
pump and the probe pulses. However, if any resonant state is involved in the two photon
transition yielding a lifetime comparable or even larger than the pulse duration of pump and
probe the CC gets asymmetric and the maximum amplitude is shifted with respect to the
time zero of the overlapping pulses. That means any asymmetric result obtained in the CC
measurement would indicate the presence of contaminations or that the substrate itself yields
a transient signal possibly intermixing with the sensitized signals. The latter fact can be
excluded by considering additionally the energetic position of the transient signal obtained
in the spectra. This helps to determine the signals origin and to distinguish between the
contributions from the bare and sensitized substrates. The results recorded with the bTiO2

sample are presented in Fig. 4.3. A fit of the experimental data to a Gaussian profile yields a
CC width of 98 fs (FWHM). This value constitutes the time resolution in the pump-probe
measurements. Furthermore the signal appears to be highly symmetric with regards to zero
time delay. As a result, the lifetime of a resonant state, if any is present at all, is expected to
be well below this time scale.

In Figure 4.4 the appearance of the corresponding ionization sidebands in the kinetic
energy spectra are shown. Here, in panel a) the spectra recorded at time delays of 0 and
±100 fs are presented. Their difference, shown in panel b, reveals the energetic position of
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Fig. 4.4 Photoelectron spectra recorded at −100 fs (green), 0 fs (blue), and 100 fs (yellow)
time delays. In b) difference between the spectra is presented.
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the CC signal. It can be seen that the CC signal extends over a range from 0 eV up to 2.5 eV
in binding energy. This fact should be kept in mind when the transient signal arising from
the sensitized samples is analyzed. It is important to note that XUV spectra recorded at a
given positive or negative time delay of the same absolute value are identical. This means
that the pump beam does not initiate electron population dynamics in the bare samples, and
laser assisted ionization is the only process where it plays a role. Very similar results were
obtained for all other non-sensitized samples.

4.1.4 Ultrafast Kinetics on Dye Sensitized Samples

The injection kinetics at the dye-sensitized samples was studied with the same experimental
conditions as described above. A comparison of spectra obtained at different pump-probe
time delays is shown in Fig. 4.5. The spectra were recorded in drift mode (DM), which
means that the spectrometers electrostatic lenses are switched off and a broad spectral
overview can be acquired. In the binding energy range of around 0 eV a clear transient
contribution gets visible. It lies well above the HOMO band of N719 and encompasses the
ionization contributions from transient states excited by the pump beam. Furthermore, the
transient signal changes for the two given time delays already indicating the different transient
contributions that can be assigned to different excited states and their lifetime.

However, to gain a comprehensive picture about the ultrafast kinetics it is inevitable to
measure transient spectra for a much larger number of pump-probe delays. Recording a time
window of one picosecond with a step size of about 10 fs, yielding one tenth of the measured
CC bandwidth, implies the acquisition of 100 spectra. Though, the acquisition time of a
single spectrum presented in Fig. 4.5 required more than one hour rendering this approach
nearly impossible. The reason can be found on the one hand in the rather low amount of
transient contribution to the overall signal and on the other hand in the limited count rate
of the spectrometer given by the low repetition rate of laser system. The former issue is
easily understood by the fact that in DM the HOMO band contribution yields about one
percent to the total spectrum. If one assumes an overall excitation of again one percent one
ends up in a very small fraction of the spectrum comprised of transient signal. To overcome
this limitation the spectrometers wide angle mode (WAM) is used giving rise to a much
higher collection efficiency. In turn, the spectrometers high pass filter has to be applied to
avoid unduly large count rates and by that restricting the measurable kinetic energy range as
indicated in Fig. 4.5. The usage of the WAM allows to reduce the acquisition time by more
than two orders of magnitude compared to DM preserving the same signal-to-noise ratio.
This calculation clarifies that the WAM of the spectrometer is a key factor for the successful
realization of the experiments presented here.

A complete overview of the transient signal recorded for the N719/TiO2 and N719/FTO
interfaces with the use of the WAM can be seen in form of color maps in Fig. 4.6. Both spectra



4.1 Injection Kinetics and Electronic Structure at the N719/ TiO2 Interface 65

5 4 3 2 1 0 -1 -2 -3
10-2

10-1

100

101

102

S
ig

na
l (

ar
b.

 u
.)

Binding Energy (eV)

 Unpumped
 t = 0 fs
 t = 2ps

N719

WAM range

Fig. 4.5 Transient XUV spectra recorded in DM at zero (yellow line) and two ps (green line)
time delay compared to the unpumped (black line) spectrum. A clear transient contribution
in the range between -2 and 1 eV binding energy can be seen. Additionally the WAM
measurement range is indicated.

were obtained with identical integration time and pump intensity and were not normalized.
Pump-probe spectra for negative time delays were used as a background correction. In both
cases compared to the CC measurement on the bare substrate a clear asymmetric signal
is visible. Different spectral components are present exhibiting lifetimes beyond the CC
temporal bandwidth. To gain better insight into the transient data cross-sections along the
time and energy dimension were examined. Figure 4.7 shows the transient signal recorded for
both interfaces in the time domain. The signal represents an electron yield integrated over
the range of binding energies between -2 and 1 eV. In this figure the dramatic difference in
the electron population dynamics of the sensitized samples as compared to the CC trace of
bare samples, which is also reproduced by the gray line, becomes even more apparent. Except
for short time delays in the vicinity of time zero, where the finite time resolution prescribes
the Gaussian shape of the transient signal, both curves in Fig. 4.7 exhibit a multicomponent
exponential decay. This decay, however, is different for the two samples, which allows to
identify the unique properties of the electron transfer at the N719/TiO2 interface. The main
difference arises on the early timescale below 2 ps, where the two transient dependencies
exhibit a fast decay but clearly deviate from each other. At time delays larger than 2 ps, both
transients manifest a similar slow decay that occurs on a timescale of several picoseconds (see
the inset in Fig. 4.7 for a larger delay range). In order to identify different decay channels
and to determine the binding energies of the involved transient states, we consider separately
the XUV spectra measured for the two distinct time domains: at time zero and at time
delays larger than 2 ps. These spectra are shown in Fig. 4.8 a) and b).

The long-lived species appear to have the same binding energy and decay rate for both
sensitized samples. Therefore, this spectral component is assigned to the population of the
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Fig. 4.6 2D color maps of the background-subtracted transient signal obtained at on the
sensitized TiO2 (upper panel) and FTO (lower panel) substrates. The same color scale is
used in both representations. The signal was recorded with identical integration time and
pump intensity.



4.1 Injection Kinetics and Electronic Structure at the N719/ TiO2 Interface 67

-100 0 100 200 300 400 500 600 700 800

0

2

4

6

8

In
te

gr
at

ed
 S

ig
na

l (
ar

b.
 u

.)

 Delay (fs)

TiO2

FTO

0.0 2.5 5.0 7.5 Delay (fs)

3MLCT

Fig. 4.7 Transient XUV ionization signal from sensitized TiO2 (circles) and FTO (triangles)
samples. The inset shows the transient signal in a larger range of time delays. The vertical
line indicates a time delay beyond which the transient signal is dominated by ionization from
the 3MLCT state. The solid lines represent fits to the transient signals.

thermally relaxed 3MLCT state of the dye. This is in accordance with the known fact that
the triplet state manifests similar injection kinetics at different interfaces[176,181]. Its binding
energy of 0.1 eV and a width of 0.8 eV were obtained from a fit of the energy peak to a
Gaussian profile (see Fig. 4.8(b)). The specified width represents a result of a deconvolution
with the spectral response of the system. It follows that the 3MLCT state lies 0.2 eV below
the conduction band minimum. Injection from this state, however, is possible due to its large
bandwidth, resulting in a partial energy overlap with the conduction band.

In order to reveal in more detail any differences in the early time dynamics at the
N719/TiO2 and the N719/FTO interfaces, the slow-decaying 3MLCT energy peak was
subtracted from the spectra recorded at time zero. The results of the subtraction are shown
in Fig. 4.8(c). One can see that the residual signal for the FTO sample is much smaller
than for the TiO2 sample, much more important, the structure of the residual spectrum is
different for the two electrodes. Whereas for the FTO electrode, the residual signal consists
of a single energy peak centered at a binding energy of -0.8 eV, a superposition of two peaks
is apparent in the TiO2 residual spectrum. This was inferred from a fit of experimental data
to a sum of two Gaussian profiles. One of the peaks contributing to the TiO2 spectrum
lies at the same binding energy of -0.8 eV as the single peak of the N719/FTO residual
spectrum. For both electrodes, the lifetime of this spectral component is nearly the same as
the CC width (see Discussion below). It is therefore attributed to the short-lived 1MLCT
state directly populated by the pump beam. Another peak contributing to the N719/TiO2

residual spectrum lies at a binding energy of -0.2 eV. It arises only in the spectra recorded
for the sensitized TiO2 electrode and, thus, manifests the specific interaction between the
dye and the CB of semiconductor. Hence, this peak is denoted by CB of TiO2.
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Since the CB peak is not apparent for the FTO electrode, it can be concluded that the
1MLCT → CB injection is weak and can be neglected. The weakness of this transition is
a consequence of the specific electronic coupling at the N719/FTO interface. This is in
accordance with the results of previous studies, where electron injection was found to be much
slower for nano colloidal SnO2 compared to TiO2[16,195,196] It was argued that a possible
reason could be the much lower density of acceptor states of the FTO conduction band
resulting in a smaller probability for a fast and direct electron transfer process. Considering
the competing ultrafast relaxation channel to the triplet state, the total yield of electrons
injected from the 1MLCT state is therefore highly suppressed.
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Fig. 4.8 Transient energy spectra of photoelectrons emitted from sensitized TiO2 (circles) and
FTO (triangles) samples at (a) zero time delay and (b) at time delays larger than 2 ps. The
panel (c) shows the difference between spectra in (a) and (b). Vertical lines indicate positions
of the energy peaks attributed to ionization of the 1MLCT, 3MLCT, and CB states. The
individual contributions from the 1MLCT and CB states to the TiO2 spectrum are shown by
dashed lines. Solid lines show results of superposition of the corresponding number of energy
peaks: 1MLCT, 3MLCT, and CB peaks in (a); 3MLCT peak in (b); 1MLCT and CB peaks
in (c).
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The measurement indicates that the energy level of the 1MLCT state lies 0.7 eV above
the conduction band edge. Such a driving force is preferable for ultrafast injection. It is
important to note that although a pump photon energy of 2.3 eV is applied, the energy
difference between the center of the HOMO band and the 1MLCT state is found to be 3.0 eV.
This means that the transition amplitude is larger for excitation on the higher-energy side
of the HOMO band. As it is known from the theory this part is comprised mainly of the
Ruthenium t2g orbital.

The energy positions of the 1MLCT, 3MLCT, and CB peaks identified in Fig. 4.8 were
found to be independent of the time delay. Therefore, for each time delay the transient
spectra could be fitted to a sum of Gaussian profiles with fixed central energies. A sum of
three and two profiles were used for fitting the TiO2 and FTO data, respectively. Using this
routine, the integrated transient yield shown in Fig. 4.7 could be decomposed into its fast
and slow individual components. The results of this decomposition are shown in Fig. 4.9 for
the TiO2 (left panel) and FTO (right panel) electrodes, respectively. Because of the small
energy difference between the 3MLCT and CB peaks for TiO2, the fit could not provide
reliable amplitudes of their individual contributions. Instead, the transient signal for the
TiO2 electrode was decomposed into a contribution of the 1MLCT peak and a combined
contribution of the 3MLCT and CB peaks. For both electrodes, the transient 1MLCT signal
has almost the same shape as the CC trace. This means that the lifetime of the 1MLCT
state is smaller than the experimental temporal resolution of 98 fs. The transient 3MLCT
signal on the other hand exhibits a sharp increase at small time delays followed by a slow
decay on a picosecond scale (see the decomposition results for the FTO electrode in the right
panel of Fig. 4.9). However, the combined transient signal of 3MLCT and CB of TiO2 reveals
an additional decay time constant. This decay, associated with the electron dynamics in the
CB of TiO2, is faster than the decay of the 3MLCT state. This important issue is discussed
in more detail below.

4.1.5 Injection Kinetics

The results of the spectral decomposition of the transient signal were used to describe the
electron dynamics at the dye-semiconductor interface and to derive the time constants of
involved electronic transitions. For this purpose, the two-state injection model proposed
by Asbury et al. [179,181]. was adapted and is schematically depicted at the left side in
Fig. 4.10. In this model, the initially populated non thermalized 1MLCT state can either
inject electrons to TiO2 with a rate k1 or decay to the 3MLCT state with a rate k2. The
decay rate k2 is determined by intersystem crossing, followed by thermalization of the triplet
state. A direct excitation of the 3MLCT state from the ground state of dye was found to be
improbable at the pump wavelength of 530 nm [176]. The 3MLCT state can inject electrons
to TiO2 with a rate k3. In the transient spectra, however, the spectral component associated
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Fig. 4.9 Spectral decomposition of the transient signal shown in Fig.4.7. Left: TiO2 signal is
decomposed into the 1MLCT contribution (yellow) and the combined contribution of 3MLCT
and CB states (green). Right panel: FTO signal is decomposed into the 1MLCT (yellow)
and 3MLCT (green) contributions. The FTO signal is multiplied by the factor 2.4 to account
for the different surface coverage. The solid lines represent fits to the transient signals.

with electrons injected to the CB from the triplet state is not distinguished. Therefore, in the
analysis only the transient yield of injection from the singlet state, derived from the spectral
decomposition procedure, is considered. The recombination to the ground state of the dye
was reported to occur on a microsecond to millisecond time scale [197]. Since this is a by
orders of magnitude slower process compared to the injection channels, it is disregarded in
in the subsequent consideration. Dissipation of the injected electrons is described by a rate
constant k4. The origin of this decay will be discussed below. The electron dynamics at the
N719/FTO interface (right side of Fig. 4.10) are treated in a similar fashion, except that the
1MLCT → CB transition is not considered for the reasons discussed above.

The initial state from which excitation takes place (denoted as ground state, GS) is
depicted on the slope of the Gaussian profile representing the HOMO band illustrating that
the transition amplitude is larger for excitation on the higher-energy side. The electron
population dynamics at the N719/TiO2 interface can be described by the system of differential
equations:

ṅS = −(k1 + k2)nS + P (t),
ṅT = k2nS − k3nT ,

ṅCB = k1nS − k4nCB,

(4.1)

where nS,T,CB denote the populations of the 1MLCT, 3MLCT, and CB states, respectively,
and P(t) describes the time-dependent population rate of the 1MLCT state with the actual
temporal envelope of the pump pulse taken into account. One should stress again that nCB
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describes the CB state populated via injection from the 1MLCT state and, thus, the rate
constant k3 is not involved in the third line of Eq. 4.1.
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Fig. 4.10 Injection model for TiO2 (left side) and FTO (right side). The vertical axis
represents the energy scale. The energy positions of the ground (GS) and excited singlet and
triplet MLCT states of the dye are shown together with the energy levels of the minimum
CB energy (CBM) and the maximum valence band energy (VBM) for TiO2 and FTO. The
HOMO band of the dye is depicted by a Gaussian profile. The solid vertical arrow indicates
the photoexcitation transition at the 530 nm wavelength. Dashed arrows indicate XUV
ionization transitions. k1,2,3,4 denote rates of population and decay transitions considered in
the model (see text).

It is instructive to consider first the solution of Eq. 4.1 in the limit of long time delays,
t ≫ τCC, where the population nT(t) of the triplet 3MLCT state constitutes the transient
signal. Here τCC represents the CC width. In this limit, the term P (t) becomes negligibly small
and the solution for nT(t) can be found analytically. Taking into account that k3 ≪ k1, k2,
one obtains

n (t) ∝ k2
k1 + k2 − k3

exp (−k3t) (4.2)

The same equation describes the population dynamics of the 3MLCT state at the
N719/FTO interface in the limit of long time delays. In this case, the rate k1 should
be neglected, k1 = 0, since injection from the 1MLCT state to FTO is excluded. One should
note again that the decay rate k3 of the 3MLCT state is found to be the same for both TiO2

and FTO electrodes. It means that in the asymptotic time limit the ratio of populations
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of the triplet state at the two interfaces is constant, nT,FTO(t)/nT,TiO2(t) = A (t → +∞).
Using the inequality k3 ≪ k1, k2, from Eq. 4.2 one ends up in

k1
k2

= A − 1 (4.3)

For the value A = 2.4 obtained from the experimental data, we find that the ratio of the
competing injection and relaxation rates of the 1MLCT state at the N719/TiO2 interface is
k1/k2 = 1.4. Thus, the injection rate into the CB is higher than the decay rate. This finding
is in good agreement with the previously reported ratio of 1.5 [182]. This further supports
the approximation made in the used model, where the injection channel from the 1MLCT
state into FTO is neglected.

At shorter time delays, the temporal envelopes of the pump and probe pulses need to be
taken into account to reproduce the experimental results. In this case, the system of rate
equations in Eq. 4.1 was solved numerically with the initial condition that all involved states
were unpopulated at t → −∞. The ionization signal from the 1MLCT, 3MLCT and CB
states was calculated by convolution of nS(t), nT(t) and nCB(t) with the temporal envelope
of the probe pulse, assuming that the probe step is non-saturated. A Gaussian envelope
was assumed for both pump and probe pulses, with a constrain that their convolution yields
the measured CC trace. The numerical results were fitted to the spectrally decomposed
experimental data shown in Fig. 4.9, with rates k1,2,3,4 being as fit parameters. The fit routine
was applied to reproduce simultaneously the data sets obtained for both electrodes. In order
to account for the CC signal from the bare substrates, a CC trace centered at time zero was
added to the fit function and its amplitude was considered as an independent fit parameter.

Table 4.1 Population (τp) and decay (τd) time constants of the 1MLCT, 3MLCT, and CB
states obtained from the modeling of the electron dynamics with the use of Eq. (4.1). The
values obtained in the present work are given in comparison with previously reported results.
The binding energies (Eb) of the states and their widths (∆Eb) are also presented.

State Eb (eV) ∆Eb(eV) τp τd

1MLCT −0.8 1.0 – (20 ± 10) fs
– 30 fs [182]
– (30 ± 3) fs [181]

CB −0.2 0.6 (50 ± 20) fs (250 ± 30) fs
(50 ± 6) fs [182] –
< 100 fs [179] –

3MLCT 0.1 0.8 (30 ± 20) fs (15 ± 2) ps
(75 ± 10) fs [182] –
(80 ± 5) fs [181] –
< 100 fs [179] –

HOMO band 2.2 0.6 – –
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Table 4.1 summarizes the results obtained from the simulation of the population and re-
laxation electron dynamics at the N719/TiO2 and N719/FTO interfaces. Here the population
and the decay time constants represent inverse values of the corresponding transition rates;
except for the decay of the 1MLCT state, the time constant is represented by 1/(k1 + k2).
The rather large error bars of the 3MLCT and CB population time constants are due to the
limited time resolution in the experiment. It prevents derivation of a convincing value of
k1/k2 from the early time dynamics simulation. The τp value of 50 fs obtained for the 1MLCT
→ CB transition is in a good agreement with the previously reported results [177,182], though
the population rate of the triplet state seems to be overestimated in the simulation. This is
most probably due to the presence of the CC signal in the transient spectra which spectrally
overlaps with the signal from the triplet state. The 1MLCT state lifetime of 20±10 fs could
also be derived by considering the minor broadening of the spectrally separated 1MLCT
component (see Fig. 4.9) as compared to the CC trace. This lifetime is in agreement with
the literature value of 30 fs [177,182]. The injection rate k3 is found to yield the lifetime of
15 ps for the 3MLCT state at both interfaces. In a previous investigation focusing on the
injection kinetics from the 3MLCT state, it was shown that injection takes place on equal
timescales at both interfaces and is controlled by a similar electronic coupling mechanism [176].
Multi-exponential kinetics were measured ranging from several picoseconds up to 100 ps and
are in agreement with the findings presented here[176,181].

The ultrafast populated CB peak exhibits a decay constant on the order of 250 fs. Since
this signal is due to electrons located at the semiconductor site, the decay mechanism needs to
be related to the CB properties. To date, results of studies on the carrier relaxation dynamics
in TiO2 are sparsely presented in literature. By using the method of transient absorption
spectroscopy, Tamaki et al. [198] reported on the capture of free electrons into trap states at
the semiconductor surface, occurring on a timescale of 200 fs. Such a dissipation mechanism
could be particularly efficient in the present experiment due to the enlarged surface area of
the substrate. A similar decay time constant of 300 fs was inferred from the measurements of
carrier mobility with the use of time-resolved terahertz spectroscopy [199]. An alternative
dissipation mechanism could be the electron escape from the probed surface into the bulk.
Indeed, photoelectron spectroscopy allows probing the electron population within a surface
skin layer of a few angstroms thickness, and the escape mechanism could well-describe our
observations. The kinetics of electron escape from surface was considered by Gundlach et
al. [200], who applied time-resolved photoemission spectroscopy with a 10 fs time resolution
to study heterogeneous charge transfer dynamics between catechol molecules adsorbed on a
rutile TiO2 substrate. It was found that the escape kinetics are characterized by an initial
time constant below 10 fs, followed by a slower escape on a timescale of 50 − 100 fs and,
eventually, by a long-lived tail in a picosecond range. One should also note that the electron
motion direction with respect to the surface plays an important role in the escape kinetics,
as reported by Rego et al. [201] on the basis of quantum-dynamics calculations. It was
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predicted that an injected electron diffuses into the [101] bulk direction on a 100 fs timescale.
Considering the random surface orientation of nanocolloidal particles used as the substrate in
the present experiment, a good match between this value and the here reported time constant
of the CB signal decay is found.

4.1.6 Conclusion

The HET process at the N719/TiO2 interface was investigated by means of ultrafast photo-
electron spectroscopy. In this first experiment it could be demonstrated that the technique is
advantageous in revealing simultaneously both the injection kinetics at a dye-semiconductor
interface and the energy structure of this complex system. The detailed knowledge about the
band alignment between the donor and acceptor is of great importance for the efficient charge
transfer. By using this method, the absolute binding energies of the excited states involved
in the electron dynamics were for the first time directly determined. The 1MLCT state is
found to lie at 0.7 eV above the conduction band minimum, which gives rise to a strong
driving force for injection from this state. The ultrafast injection to TiO2 was confirmed to
occur from the nonthermalized 1MLCT state, whereas the injection yield from this state,
although exhibiting equal binding energy, was found to be negligible for the FTO electrode.
This outcome emphasizes the fact that beside the energetic band alignment between donor
and acceptor states the electronic coupling and the density of states are important. The
latter property is known to be favorable for the TiO2 electrode. However, it cannot be
excluded that the electronic coupling represents the determining cause already reflected in
the appearance of slightly different ground state binding energies. It is important to note
that the energy difference between the center of the HOMO band and the center of the
1MLCT band is 3.0 eV, which is by 0.7 eV larger than the photon energy used throughout
the experiment. This indicates that the HOMO band is composed of several orbitals where
only the higher-energy states are involved in the charge transfer process.

The triplet state was found to lie 0.2 eV below the conduction band. Injection from the
triplet state, thus, occurs only due to a partial energy overlap with the conduction band,
leading to a slow kinetics of the electron transfer. The spectral decomposition of the transient
emission signal allows the ultrafast population and decay dynamics of the excited states to be
followed individually. For the N719/TiO2 interface, contributions from the directly excited
1MLCT state, the CB state of injected electrons, and the thermally relaxed 3MLCT state
were identified. By comparing results obtained for the N719/TiO2 and N719/FTO interfaces,
the kinetics of injected electrons at the CB site could be unambiguously revealed.

The time constants of the population and decay dynamics inferred in this study are in
good agreement with the values reported in literature. Considering the dissipation of injected
electrons at the CB site, both the electron trapping and the electron escape models could
interpret the observations. Further investigations are needed to determine the probable
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dissipation mechanism. Here, time resolved investigation of the bare substrates with sufficient
photon energy to directly lift electron into the CB could give probably answers. The detailed
characterization of the two interfaces, presented in this section, serves as a basis for the
subsequent investigations.
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4.2 Charge Transfer Dynamics at Dye-Sensitized ZnO

Publication (2) reproduced in part from Scientific Reports, 2016, 6 (24422)

4.2.1 Motivation

As already pointed out in the previous section, TiO2 based DSSCs were considered as a
reference in the study of fundamental aspects of photo induced charge transfer over the
last decades since they have shown solar-to-electric energy conversion efficiencies above 10%.
However, Zinc oxide (ZnO) represents a promising alternative to TiO2 due to its much
higher bulk electron mobility [77,78] and great diversity in the nanostructured electrodes
that can be produced [76,202], e.g., nanoparticles [79,80], nanorods [81] and nanosheets [82].
Though, the achieved energy conversion efficiencies of ZnO-based DSSCs are still much
below the record values of their TiO2-based counterparts[203]. This issue initiated a long-
lasting discussion on the possible reasons. Ultrafast transient absorption spectroscopy has
revealed that the injection kinetics in ZnO-based substrates occurs on a different, picosecond,
timescale [16,70,195,204–209], whereas the charge separation at TiO2 interfaces is by order
of magnitudes faster and takes place in a femtosecond time domain [172,173,177,210]. The
slower dynamic response is, therefore, often related to the limited performance of ZnO-based
cells, but its physical origin is still not fully understood. Both semiconductors possess similar
band gap and conduction band positions so that the energy level alignment cannot explain
these findings. However, the electronic properties of the conduction band determine the
coupling between the dye and the semiconductor and, thus, represent a critical factor for the
injection process.

For the charge transfer at the TiO2 interface, the well-established two-state injection model
presented in the previous study is used to describe the coexistence of a dominant ultrafast
(<100 fs) injection and one or more slower minor components occurring on a picosecond
timescale [179]. The initially excited singlet metal-to-ligand charge-transfer-state (1MLCT)
directly injects electrons as free mobile charge carriers to the conduction band of TiO2 on
an ultrafast time scale. This process occurs simultaneously with a rapid intramolecular
relaxation into the triplet 3MLCT states via intersystem crossing on a similar timescale of
50-100 fs. The subsequent injection from the relaxed triplet state is significantly slower and
takes place on a picosecond timescale. The slow injection from the 3MLCT state was argued
to be caused by an unfavorable energetic band alignment, where the donor states largely lie
below the acceptor states and the electron transfer is possible only due to a partial overlap
of the 3MLCT band and the conduction band [211]. In contrast for ZnO, two competing
descriptions have been proposed to account for the slow character of the injection kinetics.
One mechanism is based on an adapted two-state injection model where the direct ultrafast
electron transfer from the 1MLCT is considered to be highly suppressed (see Fig. 4.11(a)). It
follows that the majority of the injected electrons originates from the 3MLCT state. This can
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be compared to the model used in case of the FTO interface in the previous investigation. In
this representation, the retained electrons reside on the dye before they become free mobile
charge carriers.
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Fig. 4.11 Schematic representation of the two models describing the charge transfer to ZnO
after initial photoexcitation (1) of the N3 dye to the 1MLCT state. In (a) after internal
relaxation (2) to the 3MLCT state charge transfer (3) occurs on a ps timescale. The electron
is retained at the dye molecule and the ultrafast direct injection from 1MLCT, as compared
to TiO2, is suppressed. In (b) the transfer process is mediated by the formation of the
interfacial complex (2) followed by slow (ps timescale) charge transfer (3). In this model, the
electron is retained at the interface between the dye and the semiconductor.

A second completely different injection mechanism, consisting of the formation of an
interfacial electron-cation complex (IC), was suggested on the basis of a variety of experimental
results (see Fig. 4.11(b)). It was shown that an increase in the yield of positive dye cations is
not necessary directly related to the release of mobile electrons [204,206]. Thus, the electrons
are considered to be temporarily delayed at the dye-ZnO interface via the IC formation.
The second description does not exclude an ultrafast depopulation of the 1MLCT state via
electron ejection from the dye but rather suggests a mechanism of the carrier-formation delay.
The possible origin of the IC has been addressed before. Furube et al. [204] proposed that
hybridization of the molecular excited states with the surface-localized ZnO states leads to
the formation of a new state, called "exciplex", and further explained that this could be an
electron-donor (D) and acceptor (A) pair occurring in a neutral (D*A) or ionic (D+A−) state.
This consideration was further corroborated in Refs. [206,208], where the strong electrostatic
interaction between the cations and injected electrons at the surface was argued to stabilize
the intermediate state. Due to the lower electrostatic screening in ZnO as compared to TiO2,
such stabilization is more efficient in the former case, which might explain that the IC can
be found only at the ZnO interface. For both competing descriptions shown in Fig. 4.11, the
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intermediate state is populated on a timescale well below 500 fs and has a lifetime in the
picosecond domain.

So far, the involved transient states were probed indirectly by means of time-resolved
absorption spectroscopy applied in different ranges of photon energy. However, the transient
absorption signal in the visible and IR domain is rather difficult to interpret due to the
co-existence of broad and overlapping absorption bands [195]. Time-resolved inner-shell
photoelectron spectroscopy seems to be a promising approach to identify the suitable injection
mechanism [212,213]. Here, core-level of the central Ru atom are used as a reporter to gain
inside into the interfacial charge-transfer processes. A transient chemical shift of the Ru 3d
line to higher binding energies was observed 500 fs after photoexcitation of the dye. From this
finding it was concluded that the formation of an interfacial charge-transfer state is involved
in the electron transfer process. A drawback of this approach is that the interpretation of the
transient signals relies on the support from complex time-dependent theoretical modeling.

Therefore in this investigation, time-resolved photoelectron spectroscopy in the XUV
energy range is applied to probe directly the population dynamics of the intermediate states
and their binding energies. By comparing results obtained for TiO2 and ZnO substrates, the
unique properties of the latter interface are revealed. Similar to the previous experiment, N3
dye molecules are excited by an optical pump pulse, close to the absorption maximum of
the dye (λ ≈ 530 nm), and the evolution of the excited system is followed by monitoring the
transient changes in the electron kinetic energy spectra.

4.2.2 Sample Characterization

To characterize the samples ground state XUV photoelectron spectra were recorded for the
bare and sensitized TiO2 and ZnO substrates, without application of the pump beam and
with equal acquisition times. The spectra taken in the range of binding energies of the
semiconductor valence band and the N3-dye HOMO band are shown in Fig. 4.12. The energy
positions of the higher-lying electronic structure components, which are important for the
photo induced electron transfer at the dye-semiconductor interfaces, can be estimated from
these measurements. The valence-band maxima of the non-sensitized substrates can be seen
to lie at approximately the same binding energy of 3.3 eV. This confirms the previous findings
from literature, but it has to be pointed out again that this procedure suffers from slight
uncertainty [214]. By taking the optical band gap of 3.3 eV into account, one finds that for
both substrates the conduction band minimum lies close to the Fermi level [71].

The right panel of Fig. 4.12 shows the spectra in the binding energy range encompassing
the N3-dye HOMO band. The band shape appears to be very similar for both substrates
and its maximum arises at a binding energy of 2.1 eV. This value is in agreement with the
previously reported results for the N3-sensitized interfaces [215–217]. As for the N719 dye
it is expected that the HOMO band is composed of different molecular orbitals. In order
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Fig. 4.12 Steady-state XUV spectra of photoelectrons recorded for the bare (dashed lines)
and sensitized (solid lines) ZnO and TiO2 samples. The emission peak from the dye ground
state and the valence band maxiumum are labeled by N3 and VB, respectively. (Right) The
upper panel shows in detail the ionization contribution from the N3 HOMO band on both
substrates. The signal for the bare and sensitized ZnO electrode was multiplied by a factor
of five. The lower panel shows the difference in the emission yield between the sensitized and
bare substrates for ZnO and TiO2, respectively.

to obtain an equal ionization yield of the dye on both substrates, the signal from ZnO/N3
interface was multiplied by a factor of five on the right panel in Fig. 4.12. Since the ionization
cross section of N3 is expected to be the same, this implies that TiO2 and ZnO substrates
exhibit different surface coverage, which can be easily explained by a difference in the surface
morphology and sensitization time.

4.2.3 Sample Damage at the Semiconductor Substrates

Irreversible sample damage can occur when a light-sensitive target is illuminated by a short
laser pulse of high peak intensity. Even with low photon energies being below the ionization
threshold multiphoton processes can take place leading to bond breaking reactions and
chemical modification of the molecular structure of the dye and the semiconductor crystal
structure. This issue is even more important when XUV radiation is applied, giving rise to a
high direct ionization efficiency. Since solid state samples were analyzed without any refresh
between the single laser pulses a sample-damage analysis was carried out. Different aspects
were examined in this context. If any degradation is detected the timescale on which the
spectral change occurs has to be considerably long compared to a single measurement event.
Because the transient signal is exceedingly small compared to the stationary contribution a
valid background subtraction is only possible if it appears constant within a single measurement
period. For the time resolved experiments that means at least one complete cycle of delay
time scans with duration of about 30 minutes. Further it has to be ensured that the radiation
damage does not influence the electron transfer reaction under investigation. Finally the
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impact of the pump and probe beam is analyzed individually. The results presented in the
following were obtained for the N3/ZnO interface. However, similar behavior was observed
on all other used semiconductor substrates (TiO2 and FTO) as well as for the N719 dye and
are not shown in detail here. Figure 4.13 (a) and (b) demonstrates the spectral change for
the bare bZnO and the sensitized N3/ZnO samples, respectively, after their exposure to the
XUV beam for 10 hours.
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Fig. 4.13 Steady-state XUV spectra of the bare ZnO (a) and sensitized N3/ZnO (b) samples,
obtained in the beginning of the exposure to solely the XUV beam (blue line, fresh) and after
an exposure time of 10 hours (red line, 10h). Panel (c): Comparison of spectra obtained by
10h XUVonly (red line) and with additional pump beam applied (blue line).

In both cases changes in the XUV spectra are visible. Important to note is use of the
logarithmic scale to emphasize the signal over the range of binding energies between 4.5
and 0 eV. This range encompasses the ionization contributions from the HOMO band of
N3 and is relevant for the analysis of the transient signal. To quantify the damage effect as
a function of time and to disentangle the individual changes of the substrate and the dye,
the photoemission yield in both bZnO and N3/ZnO spectra was integrated over this range
of binding energies (see Fig. 4.14(a)). One can see from Fig. 4.14(a) that the integrated
yield obtained for bZnO is monotonically increasing, whereas for the sensitized sample the
dependency appears to be more complex due to a superposition of yields arising from the
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bare substrate and the dye. Assuming a linear superposition of the yields, the difference
between the two dependences demonstrates the change in the HOMO band signal related
to a degradation of the dye (see green line in Fig. 4.14(a)). On the basis of this result we
limited the maximum exposure time of an individual sample spot to 4 hours, corresponding
to 10% decrease of the dyes signal.
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Fig. 4.14 Ionization yield integrated over the range of binding energies between 4.5eV to 0 eV
as a function of the XUV exposure time. The red and blue lines show the yields for the bare
and the sensitized samples, respectively, and the green line shows the yield difference. In b)
the normalized amplitude of the transient signal for N3/ZnO as a function of the exposure
time is shown.

The same degradation study was carried out when the pump beam was additionally
applied. The result is shown in Fig. 4.13(c). In this case no additional spectral changes were
observed, which implies that sample degradation was caused mainly by the XUV probe beam.
From literature it is known that the Ru dye complexes possess high photo stability and can
sustain more than 107 turnovers without significant decomposition [61].

In addition, the amplitude of the transient signal for N3/ZnO was recorded during the
same time span of 10 hours. The normalized amplitude as a function of the exposure time is
shown in Fig. 4.14(b). One can see that the decrease in the transient signal is comparable to
the decrease in the steady-state photoemission yield of N3 shown in Fig. 4.14(a). This finding
indicates that the degradation of the dye induced by the XUV beam is directly related to
a decrease of active dye involved in the electron transfer process. A faster decrease of the
transient signal would indicate additional degradation effects that cannot be monitored by
the steady-state photoemission yield of N3 ground state. As already mentioned before, the
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measurement of the transient signal is divided into single cycles of delay time scans (called
series hereafter). Before the transient signals were combined a comparison between the series
was done. However, the shape of the transient signal associated with the injection kinetics
were found to be unaffected by the sample degradation.

4.2.4 Time-resolved Signals

An overview of the transient photoemission signal recorded for both sensitized interfaces with
the use of the WAM is shown in Fig. 4.15 in form of color maps. In both cases an asymmetric
signal is visible. However, since the signals noise ratio is weak it is difficult to draw any other
conclusions from this. Most distinct is the much broader contribution of the long lived state
in case of ZnO. To gain better insight into the transient data cross-sections along the time
and energy dimension were examined.

Figure 4.16 shows the time domain were the electron yield is integrated over the range of
binding energies between -2 and 1 eV in the background-subtracted XUV spectra. This range
lies above the HOMO band of N3 and encompasses the ionization contributions from transient
states excited by the pump beam. Again, pump-probe spectra recorded at negative time delays
were used as a background in the subtraction routine. Both transients shown in Fig. 4.16
were obtained by applying the same pump intensity and their maxima were normalized to
unity. A comparison of the two dependencies reveals a more complex population dynamics
of transient states at the TiO2/N3 interface, manifesting a diverse injection mechanism as
compared to ZnO/N3. Although the decay is multi-exponential in both cases, the initial fast
component is not as pronounced for ZnO/N3. The different ratio between the fast and slow
decay components for the two samples was already reported in literature [208].

In order to characterize the decay dynamics, the time dependence of the transient signal
was fitted to a sum of exponential functions, convoluted with a Gaussian profile of 105 fs
width representing the system response. The aim of the fit is not to determine precisely the
lifetimes of the involved states but rather qualitatively compare both samples. A sum of two
and three exponential functions was needed to reproduce results obtained for ZnO/N3 and
TiO2/N3 interfaces, respectively. In case of TiO2, the fastest decay process is characterized
by a lifetime constant of (35 ± 20) fs. This process is not apparent in the ZnO transient.
Notably, after this ultra-fast component, a similar time dependence of the transient states
population is observed for both systems, i.e., two exponential decay processes; one with a
half-life of hundreds of fs and the other slower process with a lifetime >50 ps. The ps time
constant was obtained in the data with a much larger time frame and is not shown here.
The transient signal confirms the assumption of an ultrafast formation of the intermediate
state within 500 fs after interaction with a short pump pulse and is found to be in agreement
with the literature values [204]. Therefore, any further analysis of the binding energies of
transient states is concentrated on pump-probe time delays after the intermediate formation
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Fig. 4.15 2D color maps of the background-subtracted transient signal obtained at on the
sensitized ZnO (upper panel) and TiO2 (lower panel) substrates. The same color scale is
used in both representations. The signal was recorded with identical integration time and
pump intensity.
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Fig. 4.16 Transient signal of the sensitized ZnO and TiO2 substrates. Dependence of integrated
electron yield of the background-subtracted XUV spectra on the pump-probe time delay.
The solid lines represent results of fit to a sum of exponential functions convoluted with the
system response function (see text).

is completed. The used interval of pump probe delays between 0.5 and 1 ps is assigned in
Fig. 4.16. To gain a better signal-to-noise ratio, the transient XUV spectra were averaged
over this range of delays.
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Fig. 4.17 Transient signal of the sensitized ZnO and TiO2 substrates. (a) Transient spectra
averaged over pump-probe time delays between 0.5 to 1.0 ps (pump on) compared to the
background steady-state spectra (pump off). (b) Difference of pump-on and pump-off spectra
for both samples

Figure 4.17(a) shows the delay-averaged XUV spectra for both substrates as well as
the corresponding background spectra obtained without applying the pump beam. The
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background-subtracted kinetic energy distributions are presented in Fig. 4.17(b). One can see
that in the given range of time delays ionization from a single band constitutes the transient
photoemission yield for both interfaces. However, the binding energies of the transient
states are rather different and lie at (0.2 ± 0.1) eV and (−0.2 ± 0.1) eV for TiO2/N3 and
ZnO/N3, respectively. The large energy shift of 0.4 eV indicates that the origin of the states
is different. If the intermediate state of ZnO/N3 would be the 3MLCT state, as in the case
of the TiO2/N3 interface, one should expect equal binding energies of the transient states
in the 0.5-1 ps range of time delays, as it was found in the previous investigation on the
injection kinetics of TiO2 and SnO2 electrodes sensitized with the closely related N719 dye
(see section 4.2) (N719 is the doubly deprotonated version of N3). There it was demonstrated
that the longer lived transient states of both TiO2 and SnO2 substrates possess very similar
binding energies and spectral bandwidths. Supported by numerical modeling of the transient
signal, it was concluded that the slow injection pathway resulted from the 3MLCT state.
The binding energy of 0.1 eV of the 3MLCT state for the TiO2/N719 interface is reproduced
within the error estimate in the present measurement conducted on the TiO2/N3 interface.
This finding indicated that the injection kinetics on ZnO/N3 can not be described by the
two-state model used for TiO2/N3. Thus, one can conclude that the electron dynamics at
the ZnO/N3 interface involves the formation of an interfacial electron-cation complex. The
formation of this different state is further supported by the fact that the intermediate state of
ZnO/N3 exhibits a larger spectral bandwidth of 1.1 eV, as compared to a bandwidth of 0.8 eV
for the TiO2/N3 transient. These values were obtained by deconvolution of the apparatus
response function from the energy dependences shown in Fig. 4.17(b). A possible reason of
the difference in bandwidth could be a more delocalized character of the interfacial complex
as compared to the molecular electronic state. The results provide direct evidence that for
ZnO a different charge transfer mechanism is involved in the electron injection process, as
compared to TiO2 and SnO2. This issue was raised previously by Stockwell et al. [208].

Most important is that the dye-semiconductor electronic coupling can be in particular
the limiting fact for the charge transfer and must be taken into consideration in addition to
the energy level alignment when rationalizing the electronic properties of dye-semiconductor
interfaces. Indeed, the energetic position of the long-lived transient state of ZnO/N3 lies
well above the conduction band minimum. Despite this alignment being more favorable
for fast electron injection, the experimentally measured rate of injection was much slower.
Previous argumentation in terms of the low density of acceptor states, used to explain the
slow injection from the relaxed excited donor states near the conduction band edge of TiO2

might therefore be questionable.
Since the intersystem crossing of the N3 dye has been found to occur on a time scale

of 100 fs [181,182] and we do not observe a signature of the 3MLCT state formation, we
conclude that the IC formation has to be considerably faster than 100 fs. A similar conclusion
was drawn on the basis of transient absorption measurements by Furube et al. [204] as well as
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with the use of time-resolved inner-shell photoelectron spectroscopy by Siefermann et al. [213].
However, a much higher time resolution is required to reveal the IC formation dynamics in
greater detail. As mentioned before, the long-lived character of the intermediate state was
considered to be the reason for the poor performance of the ZnO-based DSSCs. However,
it was shown previously that the injection rate at the TiO2 surface can also dramatically
decrease to similar values in the presence of an electrolyte, while still yielding high device
efficiency [218,219]. Therefore, the lifetime of the intermediate state as well as the rate at
which the dye returns to the ground state (recombination) are both crucial factors determining
the overall electron transfer probability to the semiconductor. Presumably, the different
electronic coupling of the ZnO/N3 interfacial state with the ground N3 molecular state leads
to an increased recombination rate, resulting in a smaller electron-transfer efficiency. This
is in accordance with the conclusion drawn by Sundström and co-workers [206] who found
likewise the cause of a lowered device efficiency of ZnO-based solar cells in an increased
recombination rate.

4.2.5 Conclusion

The heterogeneous electron transfer from the N3 dye complex to the ZnO surface was
investigated. The time and energy dependent population of donor and acceptor states
at the interface were probed by means of ultrashort XUV pulses. A comparison between
the previously analyzed TiO2 and ZnO revealed the latter’s specific properties. With this
approach direct evidence of the formation of interfacial electronic states at the dye-sensitized
ZnO interface could be provided. This feature of ZnO, in comparison to other materials
such as TiO2 and SnO2, gives rise to a specific electronic coupling which governs the charge
transfer process at ZnO electrodes. The ultrafast formation of the intermediate state was
confirmed being the origin of the delayed release of free charges at N3/ZnO interface. Only
the coupling of these states to the ZnO bulk states determines the rate of free electron
generation. This finding shows that ZnO bulk properties such as the conduction band density
of states are less significant for the electron transfer process than what is commonly assumed.
Particularly notable is, that the energetic band alignment at the ZnO interface was found to
be more favorable compared to TiO2. Since electron injection in ZnO lags behind the other
substrates the electronic coupling between donor and acceptor states appears to be of major
importance. This fact has to be considered with regard to potential further improvements in
the performance of ZnO-based DSSCs which may be achievable by means of a better control
of the surface chemistry of ZnO. New designs capable of reducing such detrimental effects of
delayed charge formation at the ZnO interfaces should be focused on this issue. Beside the
insights with respect to the charge transfer dynamics the here developed method of transient
XUV photoelectron spectroscopy has demonstrated to be a powerful tool in revealing both -
the ultrafast electron dynamics at interfaces and the absolute binding energies of the involved
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states. The latter capability makes it advantageous in comparison with other developed
techniques such as transient absorption spectroscopy in the near-infrared or terahertz regime.
Due to its high surface sensitivity, PES is able to provide valuable insights into the charge
transfer dynamics at dye-semiconductor interfaces.
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4.3 Excited States Dynamics of [Ru(bpy)3]2+ Dissolved in Ionic
Liquids

Publication (1) Phys. Chem. Chem. Phys., 2016, 18 (28893-28900) - Reproduced by
permission of the PCCP Owner Societies

4.3.1 Motivation

Room-temperature ionic liquids (ILs) have been extensively investigated as promising new
materials for numerous applications [86–88]. The attractiveness of this material class stems
from their manifold of interesting physico-chemical properties [90,92,95,220] such as the liquid
state over a wide range of temperatures, the chemical inertness, high ionic conductivity and
very low vapor pressures [103,221]. The latter makes ILs perfectly suitable for examina-
tion under UHV conditions required for many surface sensitive techniques. Among those
photoelectron spectroscopy (PES) represents one of the most powerful methods to study
the IL-vacuum interface and has been proven to provide unique data on the near surface
composition, chemical state identification and the valence band structure [222–227]. Most of
the investigations were primarily focused on the IL samples themselves whereas the use of
ILs as solvents opens up a range of exciting new experimental possibilities to study isolated
molecules and complexes in solutions via this UHV technique [228–232].

In this section the excited states dynamics of the Ruthenium transition metal complex
[Ru(bpy)3]2+ dissolved in the IL 1-Ethyl-3-methylimidazolium trifluoromethanesulfonate
[EMIM][TfO] are examined. The molecules excited state properties have already been
intensively studied by other spectroscopic methods [46–50]. It was therefore chosen as a
prototype for this class of compounds and depicts a model system for studying intramolecular
electron transfer reactions. Here, femtosecond time-resolved PES in the spectral XUV range
is applied and the methods capabilities in both - revealing the intramolecular relaxation
kinetics and determining the binding energies of the involved states are demonstrated. For
this purpose the process of high-order harmonic generation [14,233] (HHG) is utilized to
achieve the necessary photon energy of up to 40 eV and a high temporal resolution, which
enables to probe the ground as well as the excited states simultaneously on an ultrafast
timescale. To the best of our knowledge, there has been no attempt reported about the
usage of ILs as a solvent in a PES experiment to investigate solutes energetics and dynamic
behavior. It can therefore be seen as a first benchmark to explore the advantages of the
spectroscopic method in this field and to answer important scientific questions about the
IL/solute interaction.

The study is organized as follows. At first, the steady state characteristics of the bare IL are
presented, including the valence PES spectrum as well as its stability under continuous XUV
illumination. Subsequently the solutes appearance dissolved in [EMIM][TfO] is characterized
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and its frontier molecular orbitals are addressed. A concentration of 100 mM [Ru(bpy)3]2+

is used being close to the solubility limit. The main part of this investigation presents the
analysis of the transient signal obtained by applying of a pump beam of 480 nm wavelength.
The findings are compared to the previously reported description of the photo-cycle and the
correlation between the solute and its IL environment is discussed.

4.3.2 Steady State Spectrum of the bare IL

The energy structure of the valence band of [EMIM][TfO] is inferred from the steady-state
XUV spectrum shown in Fig. 4.18, recorded with the use of the 21st harmonic (32 eV photon
energy) and without application of the pump beam.

Fig. 4.18 Steady state spectrum of the bare [EMIM][TfO]. Panel a) shows the entire XUV
spectrum. The contributions of individual peaks are shown by Gaussian profiles (dashed
lines) obtained from the fit. The pronounced contributions of the fluorine 2p orbital of the
anion TfO− are indicated. In panel b) the spectral range of the highest occupied orbitals is
shown in greater detail.

The spectrum exhibits pronounced peaks that were fitted to Gaussian contributions (see
dashed lines). Previously reported DFT calculations enable the identification and assignment
of specific spectral features [223,227]. The three peaks at 10.0, 11.5, and 14.9 eV binding
energies can be clearly attributed to the fluorine 2p orbital of the TfO− anion. The peak with
the highest amplitude, lying at 10.0 eV, was chosen as a reference to calibrate the binding
energy scale according to the corresponding literature value from Refs. [224,227]. A direct
determination of the absolute binding energy scale, e.g. by measuring a metal Fermi edge,
causes problems due to the space charge effect. It originates from the accumulation of positive
charges at the IL surface because of the reduced electric conductivity of the sample. This
effect is identical to the one described previously induced by intense pump pulse ionization.
The energy calibration in previous studies was commonly accomplished by referencing the
spectra to the aliphatic carbon 1s state with a binding energy of 285.0 eV [226]. Since the
reference core states are not accessible by means of the XUV photon energy used throughout
this investigation, the above mentioned peak of TfO− was chosen here as the reference.
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The peaks in the range of binding energies between 4 and 9 eV cannot be clearly associated
neither to the anion nor cation states [234]. However, the ionization potential of the solvent,
given by the minimum amount of energy required to remove an electron from the solvent
molecules, represents an important characteristic. A large ionization potential is preferable, so
that an overlap with the solutes HOMO is avoided leading to a better resolution of the solute
spectral contributions and higher signal to noise ratio. Figure 4.18(b) shows the magnified
spectral range of the highest occupied orbitals of [EMIM][TfO]. The onset of the occupied
states is determined by the crossing point of the horizontal line representing the noise level
with the straight line describing the slope of the HOMO energy peak in the [EMIM][TfO]
spectrum. Differently from the analysis of valence band maxima applied in the studies on
semiconductors, a logarithmic scale is used here to determine the binding energy onset of
occupied states. By means of this procedure an energy onset value of 2.6 eV was found. This
value has to be considered when analyzing the HOMO level position of the dye, as discussed
in the following part.

4.3.3 Steady State Spectrum of [Ru(bpy)3]2+ Dissolved in IL

The steady state spectrum of the [Ru(bpy)3]2+ complex dissolved in [EMIM][TfO] was
recorded under similar experimental conditions as for the previously shown bare solvent. A
comparison between both measurements is presented in Fig. 4.19. For a better visibility of
the solute contributions, the difference between the two steady state spectra is shown on the
right side.

The contribution of the HOMO band of the dye to the spectrum is apparent at a binding
energy of 2.3 eV. Thus, it is clearly separated from the IL contribution exhibiting the 2.6 eV
energy onset, and can be assigned to the Ruthenium t2g molecular orbital. Such a spectral
composition is highly preferable for the time resolved PES study since it allows a better
transient signal quality, not suffering from an additional and potentially strong background
of solvent ionization. For the [Ru(bpy)3]2+ complex dissolved in water, a binding energy
value of 6.81 eV can be found in literature [235]. However, this number refers to the vacuum
level as it is a common procedure to define the absolute energy scale in water jet experiments.
Taking the spectrometers work function of 4.4 eV into account, the binding energy values are
in good agreement.

Adjacent to the dye HOMO band at the higher binding energy site, a second even stronger
pronounced peak is apparent. This signal is attributed to ionization of the Cl− 3p counter
ion of the sample. Its maximum arises at a binding energy of 4.8 eV. The previously reported
value of the binding energy of aqueous Cl− relative to the vacuum level is 9.6 eV [235,236].
Thus, there is a slight deviation of 0.4 eV in binding energies of Cl− in water and the IL.
However, a precise determination of the Cl− peak energy is rather difficult due to the spectral
overlap with the much stronger ionization contribution of the IL, and one should also not
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exclude that ionization of the [Ru(bpy)3]2+ complex can give rise to other energy peaks lying
in the vicinity of 4.8 eV binding energy. The latter issue represents an interesting subject for
further investigations.

It is important to point out that the experiment was conducted with a [Ru(bpy)3]2+

concentration close to the solubility limit. However, the Ruthenium contribution appears
to be relatively weak in the emission spectra. Though, without knowledge of the ionization
cross sections of the solvent and the solute it is difficult to draw any conclusion with regard
to the absolute signal amplitude of the Ruthenium peak. Comparing the ionization yield
from the Cl− 3p and Ru t2g orbitals, a ratio of approximately 25 is found whereas the
previously reported value is 2 [235]. The depletion of [Ru(bpy)3]2+ ions at the surface can
be the reason for this discrepancy. The low ionization yield of [Ru(bpy)3]2+ represents an
important issue in this study, since it extends considerably the acquisition time required
to obtain sufficient statistic of the transient signal. Further efforts are needed to verify the
reason for the relatively low signal of [Ru(bpy)3]2+ and to develop approaches enabling to
enrich the concentration of the metal complex at the surface.

 bare
 Ru

 bare
 Ru

10 5 0

0.1

1

10

100

1000

Binding Energy (eV)

 S
ig

na
l (

ar
b.

u.
)

 

6 4 2
-5
0
5
10
15
20
25

 Binding Energy (eV)

 Ru (t2g)

Cl- difference

Ru (t2g)
50
100
150
200
250
300
350

 

 

Fig. 4.19 (Left) Steady-state XUV spectra of photoelectrons recorded for the bare IL (blue
line) and for the 100 mM solution of [Ru(bpy)3]2+ (yellow line) (logarithmic scale). (Right)
The upper panel presents in detail the ionization contribution from the solute (linear scale).
The lower panel shows the difference in the emission yield between the two spectra. The
emission peak from the [Ru(bpy)3]2+ ground state arises at 2.3 eV binding energy.

4.3.4 Long Term Stability

The stability of IL under exposure to XUV radiation represents an important issue in the
present study. Sample damage or diffusion might be possible effects giving rise to unintended
spectral changes. Therefore, XUV spectra for the bare IL and the solute-containing sample
were recorded over a time span of several hours.
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Results obtained for the bare IL are presented below first. Figure 4.20(a) shows exemplary
spectra acquired after three different XUV exposure times: 0h (fresh sample), 1h exposure,
and 14h exposure. The signal was normalized according to the applied XUV intensity which
was monitored during the experiment. In the binding energy range between 4.5 and 7 eV, the
spectra exhibit no distinct differences. The photoemission yield integrated over this energy
range is shown in Fig. 4.20(b) by red dots as a function of the exposure time (also denoted
by int1). Note that the integrated yield after each exposure time is normalized to the value
of the fresh sample and the latter is assigned to 1. The absence of any variation in the shown
dependency confirms the stability of XUV spectra in this energy range.
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Fig. 4.20 a) Steady-state XUV spectra of the bare IL obtained in the beginning of exposure to
the XUV beam (red line, fresh), after an exposure time of 1 hour (blue line, 1h) and 14 hours
(green line, 14h). b) Ionization yield integrated over the range of binding energies between 7
and 4.5 eV (int1, red dots) and between 4.5 and 0 eV (int2, blue dots) as a function of the
XUV exposure time. The integrated yield is normalized to the value of the fresh sample,
which is assigned to 1.

In contrast, a change of the XUV spectra in the range of binding energies between 4.5 and
1 eV can be observed. To quantify the spectral changes as a function of the exposure time,
the photoemission yield was integrated over this range of binding energies. The results are
shown in Fig. 4.20(b) by blue dots (also denoted by int2). The changes exhibit no distinct
structure. From the dependency of the integrated yield on the exposure time, it can be seen
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that the appearance of the additional shoulder in the spectrum (see Fig. 4.20(a)) is randomly
distributed in time. Approximately after one hour of illumination, it starts to grow on a
timescale of less than 30 minutes. Afterwards, the yield stabilizes for one hour before it starts
to decrease again. Such a behavior is repeated again at later time. However, the spectra
acquired with the fresh sample and after 14h of exposure appear to be identical. This finding
leads to the conclusion that the spectral changes are reversible. A possible origin can lie in
the fact that the liquid sample consists of ions which are able to randomly move from the
bulk to the surface and vice versa. In addition, since the IL is an ionic conductor a directed
transport in the form of ion flow is required to recharge the photo-ionized sample surface.
This might lead to a continuous ion exchange in the probed sample. Thermal instabilities and
other experimental circumstances might influence the formation of a constant equilibrium.

The obtained results do not reveal any clear indications of sample damage in terms of
chemical changes. One should not exclude that the mentioned above ion exchange can lead
to a refreshment of the sample surface in a continuous way and, thus, to the surface recovery
from damages in single molecules. Since a volume of approximately 1 µL of IL was used, a
sufficient amount of sample can be replaced in the interfacial region.

Figure 4.21 illustrates the steady state spectra recorded for the solute-containing IL. For
this sample, the HOMO band contribution of the dye is clearly apparent in the spectra. One
can see that the spectra exhibit changes which are very similar as in the previous investigation.
The same two energy intervals were used to calculate the integrated yield which is shown
in Fig. 4.21(b). For the range of higher binding energies (int1) a constant yield is observed,
whereas for the lower energy part (int2) variations in the integrated yield are present.

As a supplementary measurement, the XUV exposure was interrupted for one hour after
13.5 hours of continuous illumination. The spectra recorded immediately after the break
appeared to be rather identical to the spectrum of the fresh sample. However, the same
tendency in spectral changes starts arising again, and after one hour of exposure the deviation
of the integrated yield reaches similar amplitude as before the break. This finding provides
further support for the conclusion that irradiation by XUV beam induces an ion flow which
neutralizes the deficiency of negative charges at the samples surface caused by photo-emission.
However, the charge equilibrium seems to be unstable, leading to the observed fluctuations.

Another important finding is the fact that the dyes HOMO band appears identical in
the spectrum after enduring XUV exposure (see Fig. 4.21(a). This implies that the spectral
changes are related solely to ionization of IL. Even if degradation of the dye is present, the
continuous ion flow at the surface seems to renew the surface coverage.

In general, the found instabilities complicate investigation of the electron dynamics in
solute molecules. Nevertheless, the spectral changes appear on a much longer timescale than
a typical duration of 20 minutes of pump-probe scans. This yields the possibility to perform
a proper background correction. The data analysis of the transient signal is presented in the
following part.
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Fig. 4.21 Steady-state XUV spectra of the IL containing 100 mM of [Ru(bpy)3]2+, obtained
at the beginning of exposure to the XUV beam (red line, fresh), after an exposure time of
13.5 hours (blue line, before break) and after a break of 1 hour (green line, after 1h break).
b) Ionization yield integrated over the range of binding energies between 7 and 4.5 eV (int1,
red dots) and between 4.5 and 0 eV (int2, blue dots) as a function of the XUV exposure time.
The integrated yield is normalized to the value of the fresh sample, which is assigned to 1.
After 13.5 hours of exposure, the XUV beam was blocked for 1 hour.



4.3 Excited States Dynamics of [Ru(bpy)3]2+ Dissolved in Ionic Liquids 95

4.3.5 Transient PES Study

The properties of the molecular excited states of [Ru(bpy)3]2+ have been intensively studied
and the electronic transitions involved in the light-induced photo-cycle in this complex are
known. Fig. 4.22 illustrates the photochemical cycle of [Ru(bpy)3]2+.
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Fig. 4.22 The photochemical cycle of [Ru(bpy)3]2+ depicted in a simplified energy level
diagram. Absorption of visible light lifts a Ru d electron from the ground 1GS state to the
excited 1MLCT state, where it undergoes ultrafast intersystem-crossing into the 3MLCT
state. The 3MLCT state decays via two channels: non-radiatively via internal conversion to
the 3MC state and radiatively to the ground state with a time decay constant of up to 1 µs.

Optical excitation leads to a charge transfer transition from the metal-centered d orbital
of the singlet ground state (1GS) to the ligand-centered π∗ orbital of the excited MLCT
state. The prepared excited state is singlet (1MLCT) and it undergoes ultrafast intersystem
crossing, leading to the formation of the long-lived triplet 3MLCT state with nearly unity
quantum yield. It is commonly accepted that this process occurs on a time scale well
below 100 fs [237,238] whereas much shorter transition times of 15 fs [58] are reported.
From luminescence measurements in liquid solutions, the radiative decay of the 3MLCT
was found to exhibit a time constant on the order of 1 µs with an overall quantum yield of
5% [239,240] in H2O and 9% [240] in CH3CN. The reason for the rather low quantum yield
is the competing non-radiative decay channel to the triplet metal-centered states 3MC via
an efficient internal conversion (IC) mechanism. For [Ru(bpy)3]2+ the 3MC state was found
to be energetically higher than the 3MLCT state [239,241,242]. Therefore, the quenching
of the 3MLCT luminescence appears to be thermally activated. Though, the population of
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this intermediate state remains negligible at all times due to a much higher non-radiative
relaxation rate of the 3MC to the 1GS.

Another simultaneously occurring energy disposal mechanism is internal vibrational
relaxation (IVR) within the complex. For the initially populated high vibrational levels of
the 3MLCT state, femtosecond fluorescence spectroscopy revealed their decay time via IVR
being completed within 300 fs[55,58]. This value has been the subject of intense discussions
since larger values of up to picoseconds have been also reported [237]. At room temperature,
the luminescence does not exhibit any structure originating from the thermally equilibrated
excited state and has a maximum at approximately 2 eV photon energy [239].

The transient PES study was performed with a pump beam of 480 nm wavelength, giving
rise to resonant excitation of the singlet metal-to-ligand charge-transfer state (1MLCT).
The electron population distribution among transient states is probed by applying the 21st
harmonic of 32 eV photon energy. The transient signal (TS) was derived by subtracting the
XUV spectra recorded at negative delay times as a background from the pump-probe spectra.
The color map given in Fig. 4.23 (Data) presents the two-dimensional dependency of TS on
the binding energy and the time delay.

The TS exhibits several distinct features which are first discussed qualitatively below. A
detailed analysis of the data by using a global fit and the derivation of kinetic values and
binding energies of the involved states are presented in the next section.

At short time delays (± 100 fs), the TS exhibits a strong contribution at binding energy
of approximately 3.0 eV. This component can be clearly attributed to the cross-correlation
(CC) signal originating from the bare IL substrate. Its temporal width is found to be 120 fs
(FWHM), which reproduces the value from experiments on the bare ILs and depicts the
overall temporal resolution of the spectrometer throughout these studies. The CC component
represents an unavoidable contribution to the TS. However, due to its favorable appearance
in the TS at higher binding energies, a clear spectral separation of the sample-related signal is
achieved. This represents another important issue which one needs to consider when choosing
an IL as a solvent for a transient PES experiment. In addition to the requirement of large
IL’s ionization potential in order to avoid the overlap between the solvent and solute XUV
spectra, the IL spectrum shifted by one photon energy of the pump beam should not coincide
with the ionization signal from a transient state of the solute.

The negative value of the TS at kinetic energies corresponding to the Ru t2g molecular
orbital at 2.3 eV arises due to the depletion of the ground state caused by photo-excitation.
The ground state bleach is formed within the pump pulse duration and remains constant over
the pump-probe time interval shown in Fig. 4.23. Even on a larger timescale of up to 2 ns
(not shown here), no changes in the negative TS signal could be observed. This characterizes
the long lifetime of the molecular excited state, associated with a weak relaxation transition
to the ground state configuration. Another long-lived feature, which remains unknown yet, is
the positive signal appearing at binding energies larger than 3 eV. Since this feature lies in
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Fig. 4.23 2D color maps of the background-subtracted transient signal obtained for a 100
mM solution of [Ru(bpy)3]2+ in [EMIM][TfO]. Bottom panel shows the reproduction of
experimental data by a global fit with the use of the sequential model (see text).
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the vicinity of the ground state bleach, it needs to be considered in the global fit analysis
presented below.

In the range of binding energies below 1 eV, the TS is more complex. This spectral region
encompasses the excited states of [Ru(bpy)3]2+, including the initially populated 1MLCT as
well as the states involved in the subsequent relaxation dynamics. The signals appearance
in the time domain is clearly shifted with respect to the CC peak which determines time
zero. It indicates that this part of the TS originates from resonantly populated states with
lifetimes in the order or larger than the CC duration. Particularly noteworthy is the spectral
drift of the component which is centered at approximately -0.2 eV at low time delays and is
shifted to 0.3 eV at time delays larger than 500 fs. Similar to the ground state bleach, this
shifted spectral component remains constant over the range of long time delays applied in
the experiment and, apparently, can be assigned to the long lived 3MLCT. Another proof of
this assignment is given by the difference in binding energy of 2.0 eV between the 3MLCT
and the ground state, which fits well to the wavelength of fluorescence originating from the
thermally equilibrated 3MLCT excited state.

It is important to note that this occurrence is not self-evident since the PES and fluores-
cence spectroscopic methods obey different selection rules. The fluorescence signal is defined
by the overlap integral between the occupied vibrational 3MLCT states and the ground state,
which is not the case for PES. However, since the thermal equilibrium is reached, only a minor
discrepancy is expected. The drift in the TS below 500 fs and the possible contributions from
other states are discussed in the subsequent section.

4.3.6 Global Fit Analysis

The TS shown in Fig. 4.23 was analyzed in terms of a global fit. The kinetic model
implemented on the basis of previously reported relaxation channels has the form:

S0
P (t)−−→ 1MLCT

k1−→ 3MLCThot
k2−→ 3MLCTcold

k3−→ S0 (4.4)

where P (t) denotes the photo-excitation rate of the 1MLCT state from the ground state
S0. The rate constants k1−3 characterize the subsequent transitions to the hot and then cold
3MLCT state as well as the recombination to the ground state. Hereby the triplet state is
divided into two contributions (3MLCThot and 3MLCTcold) to account for the vibrational
cooling within this state. This approach can be seen as a simplification for taking into
account a finite number of vibrational states with individual binding energies and relaxation
rates. The following system of differential equations describes the above depicted population
dynamics:
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The system of rate Eqs. 4.5 was solved numerically with the initial condition that all
involved excited states are unpopulated and only the ground state S0 is initially occupied.
The ionization signal from the individual states was calculated by convoluting their transient
population with the temporal envelope of the XUV probe pulse. Hereby the probe step was
assumed to be non-saturated and the emission energy peaks were considered to have Gaussian
envelopes. For both pump and probe pulses Gaussian time envelopes were used, with a
constraint that their convolution yields the measured CC width. Additionally to the four
states considered above, the CC signal as well as the signal above 3 eV binding energy, denoted
by Q0, were taken into account in the numerical procedure. The transition rates k1−3 and
the emission spectra of transient states were obtained from the global fit of predictions by the
model to the measured TS. A reproduction of the experimental data can be seen in Fig. 4.23
(Fit). It demonstrates the excellent agreement of the TS and the fit results. The obtained
fit parameters, such as the binding energies Eb, the bandwidths ∆Eb, and the decay time
constants τd of the transient states, are summarized in Table 4.2. Additionally, time traces
as well as energy traces at specific time delays and binding energies are shown in Fig. 4.24
and Fig. 4.25, respectively, including the TS decomposition to individual contributions from
the involved states obtained from the fit.

Table 4.2 Lifetime constants (τd) of the 1MLCT, 3MLCTcold and 3MLCThot states obtained
from the modeling of the transient signal with the use of Eq. (4.5). The binding energies
(Eb) of the states and their widths (∆Eb) are also presented.

State Eb (eV) ∆Eb(eV) τd

1MLCT −0.2 ± 0.2 1.2 (37 ± 10) fs
3MLCThot 0.1 ± 0.2 0.9 (120 ± 20) fs
3MLCTcold 0.3 ± 0.1 0.9 > 1 ns
S0 2.3 ± 0.1 1.2 > 1 ns

The initially populated 1MLCT state is found to lie at a binding energy of -0.2±0.2 eV.
The energy difference to the S0 ground state is therefore given by 2.5 eV and matches within
the error estimate the applied excitation photon energy of 2.58 eV. This finding supports for
the assignment of this spectral component to the singlet 1MLCT state. Its lifetime (inverse
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of the transition rate k1) of (37±10) fs is inferred from the fit. This value is identical to the
intersystem crossing time constant that was reported by Bhasikuttak et al. [237]. However,
the much shorter decay time in the order of 15 fs reported in Ref. [58] cannot be confirmed.
One should note that the cross-correlation width imposes limitations on the time resolution
in the present experiment, so that any rigorous conclusion on such a short timescale appears
to be difficult.

The vibrational relaxation from the 3MLCThot to the 3MLCTcold was found to take
place within 120 fs. This number represents the inverse value of the fitted transition rate
k2, meaning that the amplitude of the hot state decreased down by the factor of 1/e. The
literature values mostly refer to the complete disappearance of signal from vibrationally hot
states, and provide time constants within 300 fs [55,58]. Considering a signal decrease by one
order of magnitude, one can recalculate a relaxation time of 280 fs, which is in good agreement
with the previously reported values. The present work reveals that a total energy dissipation
of approximately 0.6 eV occurs within this time interval. Since in previous experiments a
much higher photon energy of 3.1 eV was applied, even higher dissipation values of 1.1 eV
were found [55,58]. Such a fast dissipation raised the discussion to what extend the solvent
environment influences the intramolecular excited states dynamics. Canizzo et al. [58] argued
that due to the fast progression of the energy dissipation, a transfer to the solvent is unlikely
and rather an energy transfer from high-frequency modes to low-frequency modes takes place
as reported for the case of bacteriorhodopsin [243]. In contrast, Damrauer et al. [55] claimed
that the intramolecular vibrational relaxation is connected to solvent reorganization due to
the formation of an excited state exhibiting a large dipole moment. The similarities between
the reported values for commonly used solvents (H2O in [58] and CH3CN in [55]) and the
present value obtained for the IL environment indicate that solute–solvent interactions are
only of minor importance. However, theoretical modeling of the electrostatic interactions
in ILs remains on a poor level until today[244], preventing any valuable prediction of the
correlation strength between solvent and solute.

One should note that the found energy positions of the two highest excited states (1MLCT,
3MLCThot) exhibit uncertainties because of their broad and overlapping character as well as
because of the limited experimental temporal and spectral resolution. Additional complication
arises when considering that the intersystem crossing and the intramolecular vibrational
relaxation take place simultaneously, making the modeling much more complex. However, the
position of the long-lived 3MLCTcold can be unambiguously determined from the TS above
500 fs. To describe the early-time dynamics, an attempt was made to prove the validity of
the three-state model by omitting the intermediate 3MLCThot state. As a result the fastest
decay constant was found to be larger than 100 fs and, therefore, the fit did not reproduce
the spectral components at the binding energies below -0.2 eV which evolve on a much faster
timescale. Since the ultrafast component could not be adequately reproduced, the three-state
model described above was found to yield a better qualitative agreement. On the other
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hand, introducing even more states in addition to the 3MLCThot certainly leads to more
flexibility and better fit results on the basis of the residual analysis. However, due to the
above mentioned limitations a more complex fit model associated with a larger number of
parameters would not yield to a better understanding of the relaxation mechanisms.

Fig. 4.24 Time dependency of the transient signal at different binding energies indicated in
each panel individually.
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Fig. 4.25 Energy dependency of the transient signal at different pump probe time delays
indicated in each panel individually.
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4.3.7 Conclusion

The photo-physical properties of [Ru(bpy)3]2+ dissolved in ILs was investigated by means of
time resolved photoelectron spectroscopy. Hereby, the general applicability of ILs as solvent
in view of their stability under UHV conditions, the visibility of the solute signatures, and
the solvent-solute interaction was characterized in detail.

At first, the analysis of the bare ILs showed a favorable ionization potential, enabling to
clearly separate the HOMO state contributions of the solute from the solvents features in
the XUV photoemission spectrum. This makes ILs beneficial if the structure of the frontier
molecular orbitals and dynamics of different samples need to be addressed. Though, the
long-term investigation showed minor fluctuations in ILs, which are tolerable on the timescale
of pump-probe scans applied in this investigation but still require an appropriate evaluation
procedure. Diffusion effects induced by the current flow recharging the samples surface were
suggested as the possible origin of these fluctuations. However, a direct correlation between
their discontinuities and the surrounding experimental conditions is still unclear and further
analysis of the solvent behavior is needed.

Steady state spectra exhibit emission yield from the HOMO band of the [Ru(bpy)3]2+

molecule with the absolute binding energy being identical to the value found in aqueous
solution. A comparison of the ratio of Cl− 3p and Ru t2g emission yields with the ratio pre-
viously observed in aqueous solution indicates a possible surface depletion of the[Ru(bpy)3]2+

ion, leading to a reduced sensitivity of PES applied to study the photo-induced effects in this
metal complex.

Further, the transient signal of [Ru(bpy)3]2+ was analyzed by applying a global fit
procedure. The kinetic model included the intersystem crossing from the 1MLCT to the
3MLCT state as well as the intra-molecular vibrational relaxation within the triplet state.
The obtained transition rates were found to be in good agreement with literature values
and provided evidence that the solvation dynamics has only minor influence on the ultrafast
deactivation processes. The initially populated 1MLCT state and the final thermally relaxed
3MLCT could be clearly separated, whereas for the intermediate species the description relies
on the kinetic model used in the fit analysis. This is due to the fact that the relaxation
dynamics can undergo different channels simultaneously and involve different states closely
lying on the energy scale.

Summarizing, this study demonstrates the advantageous properties of ILs serving as
solvents. The particular problem arising from sample evaporation, which needs to be overcome
in PES experiments, can be solved due to the extremely low vapor pressure of ILs. The
ultrafast photoemission spectroscopy applied here has proven to be a powerful tool for
exploring both the ultrafast electron dynamics and the absolute binding energies of the
involved states. As a next step, more complex mechanisms such as electron transfer reaction
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between different species can be investigated, which represents a wide field of potential
applications in photochemistry and photobiology.



Chapter 5

Summary

In this work, the ultrafast dynamics of photo-excited Ruthenium transition metal complexes
and their heterogeneous electron transfer (HET) to nanostructured semiconductor interfaces
was investigated by means of time-resolved XUV photoelectron spectroscopy (PES). Funda-
mental questions regarding the energetic band alignment at the various donor and acceptor
interfaces, the charge separation across such interfaces, and the relaxation dynamics of charge
carriers due to recombination and energy dissipation were addressed. In this context, the
capabilities of PES were systematically investigated and its advantages compared to other
spectroscopic methods were demonstrated.

The process of high harmonic generation was applied to achieve the necessary photon
energy and time resolution. At first, the spectral and temporal characteristics of the recently
built experimental setup were presented. It was found that the use of a reflective zone plate is
highly beneficial in terms of simplified handling and stable operation of the XUV light source
on a daily basis, as well as when a minimum of temporal broadening is required. Beside
these experimental details, an important aspect related to the application of ultra-short and
intense light pulses, the so called space-charge effect, was discussed. It was shown that this
effect can have a detrimental impact on the measured photoelectron spectra. These findings
underlined that special attention has to be paid to particularly limit the pump pulse intensity
and the necessity of developing correction routines to handle the SCE appropriately.

The thesis focus was laid on the direct determination of the band alignment between
donor and acceptor states at the dye-sensitized semiconductor substrates. Due to the fact that
comparable studies at such nanostructured interfaces with the use of time-resolved PES in the
XUV regime were not available, the initial investigation at the commonly used TiO2 substrate
can be considered as a benchmark establishing the PES method as a routine technique in this
field. As pointed out throughout the thesis, the detailed knowledge about the band alignment
is very crucial for understanding the charge transfer mechanisms. The specific application
of PES allowed to determine for the first time directly the absolute binding energies of the
excited states involved in the electron dynamics. On the basis of detailed modeling, the
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transient signal could be decomposed into contributions of the involved particular states and
assigned in accordance with the previously reported two-state injection model. The initially
populated 1MLCT state was found to lie at 0.7 eV above the conduction band minimum.
Such an energetic position was argued to be a strong driving force for injection from this
state and the reason for the ultrafast charge transfer. This is indicated by the lifetime of
the 1MLCT yielding a value of (20±10) fs. The 3MLCT state populated by intersystem
crossing was determined at 0.2 eV below the conduction band. The energy position of the
triplet state well below the 1MLCT constitutes a considerable energy dissipation mechanism.
Injection from the triplet state, thus, occurs only due to a partial energy overlap with the
conduction band, leading to slow kinetics of the electron transfer on the picosecond time
scale. Due to the spectral decomposition of the transient emission signal, it was possible to
follow the ultrafast population and decay dynamics of the excited states individually. The
time constants inferred in this study are in good agreement with reported values in literature.

Subsequently, based on the detailed characterization of the HET mechanism at the
sensitized TiO2 interface, another promising semiconductor substrate, ZnO, was investigated.
Previous investigations found that the HET occurs in this material on a much slower
picosecond timescale as compared to TiO2. The comparative study between both interfaces
could confirm these findings and revealed direct evidence for the formation of an interfacial
electronic state at ZnO being the origin of the delayed release of free charges into the
conduction band. In both cases, multi-exponential decay of the transient signal was revealed.
However, the initial fast component of (35±10) fs decay time, measured at the TiO2 interface,
was not present at ZnO. Since the intersystem crossing of the used N3 dye complex has been
found to occur on a time scale of 100 fs, this finding strongly indicates that the intermediate
state formation has to be considerably faster. It has to be emphasized that although the
energetic band alignment at the ZnO interface was found to be more favorable compared to
TiO2, the generation of free electrons appeared to be delayed. Hence, contrary to previous
assumptions this finding demonstrates that in the case of ZnO bulk properties such as the
conduction band density of states and energetic band alignment are of minor importance for
the electron transfer process, whereas rather the dye-ZnO interaction plays the key role in
the HET. Further analysis is needed to gain more detailed insight into the true nature of the
intermediate state formation and its origin.

The last part of this thesis was focused on the electron dynamics of the transition metal
complex [Ru(bpy)3]2+ dissolved in ionic liquid (IL) EMIM TfO. Usually investigation of
samples in a liquid environment is associated with commonly high vapor pressure, which
often represents a limiting factor for the application of PES. Therefore this study aimed
to explore the applicability of ILs as solvents with regard to their stability under UHV
conditions, the possibility to follow the photo-induced dynamics in the solute, and the effects
of solvent-solute interaction. One important aspect is the valence-shell electronic structure of
the solute characterized by the ionization potential. The noise level of the transient signal is
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limited by the steady state background and therefore a clear distinction of the solute and
solvent contributions is required. The analysis of the electronic structure of bare IL showed
a favorable ionization potential, suitable to clearly separate the HOMO state of the solute
from the solvent-related features in the emission spectra. From this point of view, it follows
that ILs are beneficial if the frontier molecular orbitals and dynamics need to be addressed.
From the steady state spectra of [Ru(bpy)3]2+ it was found that the HOMO band of the
complex, composed of the metal-center t2g molecular orbital, exhibits identical absolute
binding energy as compared to the value obtained for aqueous solution. However, the ratio
of ionization yields of the Cl− counter ion and the Ru t2g state deviates significantly from
the literature values obtained in aqueous solution. This indicates a possible depletion of the
[Ru(bpy)3]2+ ion at the IL surface, leading to a reduce sensitivity of the PES method and
extended acquisition times.

Finally, the transient signal of [Ru(bpy)3]2+ was analyzed with the use of a global fit.
The results were compared to a kinetic three-state model which describes the intersystem
crossing from the 1MLCT to the 3MLCThot state as well as the population of the thermally
relaxed 3MLCTcold state to account for the intramolecular vibrational relaxation within the
triplet configuration. The derived decay characteristics of states are in good agreement with
literature values obtained in aqueous solution, which reveals that the solvation dynamics
have only minor influence on the early ultrafast deactivation processes. By means of the
global fit analysis, the binding energies of the initially populated 1MLCT state and the
thermally relaxed 3MLCT could be determined. Their values are found to be -0.2 eV and 0.3
eV, respectively. Compared to a simplified two-state model, the three-step model gives much
better qualitative agreement with the experiment, consisting in the fact that the ultrafast
spectral component could be adequately reproduced.

Summarizing, the thesis demonstrates throughout all three investigations the potential
application of time-resolved XUV photoelectron spectroscopy to study the ultrafast electron
dynamics in such molecular systems. Due to the unique ability of this method in revealing
absolute binding energies, its advantages compared to other approaches based on absorption
and fluorescence spectroscopies are demonstrated. A promising enhancement of the PES
approach could be the application of even higher photon energies, enabling the direct access to
element-specific information. Photon energies used in this work, applied to probe exclusively
the valence-shell electronic structure, do not allow to draw directly any site-specific conclusions
within the charge transfer process. Such experiments might be beneficial in monitoring the
acceptor and donor states separately but have been performed so far only at expensive Free
Electron Lasers, with access to such facilities being extremely limited. To expand the laser
based light source into the X-ray spectral region new laser technologies and the HHG process
driven by ultrashort mid-infrared laser pulses are currently under development.
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Abstract

The ultrafast dynamics of photo excited Ruthenium transition metal complexes and the
heterogeneous electron transfer (HET) to nanostructured semiconductor interfaces are inves-
tigated by means of time-resolved XUV photoelectron spectroscopy (PES). The process of
high-order harmonic generation is utilized to achieve the necessary photon energy of up to 40
eV and a temporal resolution below 100 fs. The capabilities of PES are systematically studied
and its advantages compared to other spectroscopic pump-probe methods are demonstrated.

At the interface between the N719 ruthenium dye complex and the commonly used TiO2

substrate the application of PES allowed to determine for the first time directly the absolute
binding energies of the excited states involved in the electron dynamics. The transient signal
could be decomposed into the particular contributions. The found energetic structure gives
rise to a strong driving force for the injection from the singlet 1MLCT state and a slow
electron transfer from the triplet 3MLCT state, the latter being possible due to a partial
overlap of the triplet state band of N719 and the conduction band of TiO2. The lifetimes
inferred in this study of (20 ± 10) fs for the 1MLCT and the 3MLCT yielding a slow electron
transfer on the picosecond time scale are in excellent agreement with the values reported in
literature.

Based on these findings, the interfacial charge transfer from N3 dye molecules into ZnO
thin films is analyzed. Previous investigations found that the HET occurs on a generally
much slower picosecond timescale related to their TiO2 counterparts. A comparative study
between both interfaces reveals direct evidence for the formation of an interfacial electronic
state at ZnO being the origin of the delayed release of free charge carriers into the conduction
band. It is further highlighted that ZnO bulk properties such as the conduction band density
of states and the energetic band alignment are of minor importance for the electron transfer
process whereas the specific dye-ZnO interaction is argued to play a key role in the HET.

In the last part, the ultrafast excited states properties of [Ru(bpy)3]2+ dissolved in
ionic liquids (ILs) are investigated. The focus is laid on the general applicability of ILs as
solvents with regard to time resolved PES experiments. This material class is known to
exhibit extremely low vapor pressures being suitable if UHV conditions are required. It
is demonstrated that ILs are beneficial if the frontier molecular orbitals and dynamics of
different solutes needs to be addressed. From steady state spectra the HOMO band of the
[Ru(bpy)3]2+ molecule, comprised of the Ru t2g orbital, can be clearly distinguished from
the solvent contribution. Its absolute binding energy is found to be identical to results
obtained from liquid water microjet experiments. From a global fit analysis of the transient
signals the binding energies of the initially populated 1MLCT state and the thermally relaxed
3MLCT are determined. The results in terms of a kinetic three state model which includes
the intersystem crossing from the 1MLCT to the 3MLCT state as well as a state to account
for the intra-molecular vibrational relaxation within the triplet configuration are in good
agreement with literature values obtained in aqueous solution.





Kurzzusammenfassung

Diese Arbeit untersucht die Ladungsträgerdynamiken von optisch angeregten Ruthenium
Übergangsmetallkomplexen chemisch gebunden auf der Oberfläche von nanostrukturierten
Halbleitern mittels zeitaufgelöster Photoelektronen Spektroskopie (PES). Die dazu benötigten
ultrakurzen Laserpulse im extremultravioletten Spektralbereich (XUV) werden durch den
Prozess der Erzeugung von Hohen Harmonischen bereitgestellt. Die besondere Eignung
der zeitaufgelösten PES im Bereich von Farbstoff-Halbleiter Grenzflächen sowie die Vorteile
gegenüber anderen spektroskopischen Methoden werden aufgezeigt.

Unter Verwendung von PES konnten erstmalig an der Grenzfläche zwischen dem Farbstof-
fkomplex N719 und dem Halbleitersubstrat TiO2 direkt die absoluten Bindungsenergien der
am Ladungstransfer beteiligten angeregten Zustände bestimmt werden. Die Positionen der
Energieniveaus des Singulett 1MLCT Zustandes wurden mit 0.7 eV über sowie die des Triplett
3MLCT Zustandes mit 0.2 eV unter dem Leitungsbandminimum gefunden. Dies bedeutet
für den erstgenannten Zustand eine große Triebkraft für den Ladungstransfer und stellt die
Hauptursache für die ultrakurzen Lebenszeiten im Bereich von (20±10) fs dar. Im Gegensatz
dazu ist eine Ladungsträgerinjektion vom tieferliegenden Triplett Zustand nur aufgrund einer
partiellen Überlappung mit dem Leitungsband des Halbleiters möglich und erklärt die in
diesem Fall gefundenen deutlich langsameren Injektionszeiten im Pikosekundenbereich.

Unter Zuhilfenahme der bisherigen Erkenntnisse auf der TiO2 Oberfläche wurde nachfol-
gend der Ladungstransfer an ZnO Schichten untersucht. Hier ergaben frühere Untersuchungen,
dass die Elektroneninjektion vorwiegend im Pikosekundenbereich stattfindet. Die Ursache
konnte in einer vergleichenden Studie in der Bildung eines Grenzflächenzustandes zwischen
Farbstoff und Halbleiter gefunden werden. Dadurch stehen diese nicht mehr unmittelbar als
freie Ladungsträger zur Verfügung und es kommt zu einer erhöhten Rekombination in den
Grundzustand. Dabei ist besonders hervorzuheben, dass die Stoffeigenschaften von ZnO wie
z.B. die Zustandsdichte im Leitungsband sowie dessen relative Lage zu den ladungsträger-
injizierenden Zuständen des Farbstoffmoleküls nur eine untergeordnete Rolle spielen und
vielmehr die Wechselwirkung zwischen Farbstoff und Halbleiter von zentraler Bedeutung ist.

Abschließend wurde die Eignung von Ionischen Flüssigkeiten (IL) in Bezug auf die An-
wendung im Ultrahochvakuum untersucht. Dabei wurde überprüft, ob die ultraschnellen
Ladungsträgerdynamiken des in IL gelösten Farbstoffmoleküls [Ru(bpy)3]2+ gezielt adressiert
werden können. Es zeigt sich dabei, dass aufgrund der positiven Eigenschaften des Lösungsmit-
tels eine klare Differenzierung zwischen den Valenzbändern von Farbstoff und Lösungsmittel
möglich ist. Weiterführende Untersuchen von Ladungstransferprozessen und Farbstoff Halb-
leiter System in flüssiger Umgebung werden diskutiert.
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