
Electroforming in titanium dioxide
microdevices

Inaugural-Dissertation

zur Erlangung des Doktorgrades der

Mathematisch-Naturwissenschaftlichen Fakultät der

Heinrich-Heine-Universität Düsseldorf

vorgelegt von

Svenja Herbertz

geboren am 26. August 1989 in Leverkusen

Düsseldorf, den 17. Dezember 2018



aus dem Institut für Experimentelle Physik der
kondensierten Materie
der Heinrich-Heine-Universität Düsseldorf

Gedruckt mit der Genehmigung der
Mathematisch-Naturwissenschaftlichen Fakultät der
Heinrich-Heine-Universität Düsseldorf

Berichterstatter:
1. Prof. Dr. Thomas Heinzel

2. Prof. Dr. Axel Görlitz

Tag der mündlichen Prüfung:
29. März 2019



Abstract

This thesis deals with the effects of electroforming on gas sensing microdevices and its
applications. Electroforming can be defined as structural changes in solids in response
to applied electric fields. It comprises the drift of ions and charged defects, electric field
induced changes in the crystal structure as well as field-induced chemical reactions like
oxidation. Electroforming effects typically require electric fields above a material-specific
threshold. It is therefore expected that the occurrence of related effects increases as
the samples are miniaturized. The objective of the present dissertation is a systematic
study of electroforming effects in functional solid-state microstructures and their possible
utilization for the preparation or improvement of solid-state based devices.
Titanium oxide has been selected as a paradigmatic material, since it is predestined for
pertinent studies: the drift mobility of charged oxygen vacancies is unusually large, the
material can be anodized easily, and there are many known oxidation states, with the
Magnéli phases being the most prominent example. Also, titanium oxide is used in a
wide variety of applications as diverse as, for example, solid state catalysts, memristive
devices, gas sensors or inorganic hybrid solar cells.
In the first part of this thesis, studies are presented where electroforming effects occur
in a disruptive way, namely as drift effects in gas sensors based on TiO2. It is shown
that hydrogen sensing and memristive behavior interdepend in a nontrivial manner in
TiOx-based microsensors. This interdependence turned out to be of universal nature and
is independent of the fabrication technique and sample geometry. In the second part, we
look at active implementations of electroforming for the modification, improvement and
even complete preparation of microdevices, with emphasis on microchip-based sensors.
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Introduction

TiO2 is one of the most studied metal oxides in present research [1, 2]. Its uses range
from applications as UV blocker and white pigment in paints to medical applications [3],
photocatalysis [4–6], in particular electrolytic water splitting [7], electromotive force (emf)
cells [8,9], chemiresistors [10] and doping-induced ferromagnetism [11,12]. Its interesting
and useful behavior in response to gases has also been widely studied [2, 10, 13, 14].
A lot of effort was put in the development of fabrication techniques, which lead to a
variety of structures like nanotubes [15–18], nanowires [19, 20] and nanoporous TiO2

[21–23] with great suitability for gas detection. Especially hydrogen sensing has become
increasingly relevant. H2 detection with high spatial resolution [24] is desirable for the
analysis of storage and permeation of hydrogen in metals [25–27], in particular hydrogen
embrittlement of steels [28–35]. There are huge numbers of studies on the properties of
the TiO2 surface [1, 36,37] and its interaction with gases like H2 [23,38,39], O2 [40–42],
CO [14,22,40,43] and H2O [22,40,44–47]. On the other hand, TiO2 attracted a lot of
attention during the last two decades as resistive switching device due to its memristive
behavior [48–52]. In this context, the term electroforming is defined as structural
modifications in the material under high electric fields that are caused by motion of
charge carriers. These modifications become manifest in variable, time- and voltage-
dependent conductivity. Reports about permanent or volatile motion and rearrangement
of ions, defects or impurities exist, as well as forming of conductive filaments [50] with
field-induced phase transitions within [53]. However, the consideration of a combination
of both specialist fields, electroforming and H2 detection, has been neglected so far.

This issue is addressed in Paper I [54], which is the starting point of this work. In
this study, electrochemically prepared nanoporous TiO2 microstructures [39] are used as
H2 detectors. Additionally, these structures also exhibit electroforming behavior when
exposed to high electric fields. These effects have so far been studied only independently.
The main finding of this study is that electroforming can not only be observed as
undesired drift in the gas sensors but incorporation of H2 and memristive behavior
also interdepend in a nontrivial way. For example, an unexpected resistance increase
caused by H2 has been observed when the material is kept in the electroforming mode
by applying high voltages. This effect has not been demonstrated hitherto. As an
explanation, we suggested the possibility of structural changes like phase transitions
inside the oxide, as well as a theoretically proposed mechanism [55], by which atomic
H2 substitutes oxygen vacancy sites. Unfortunately, both suggestions for the underlying
mechanism of these new phenomena are difficult to verify experimentally.

Furthermore, it was unclear whether the observed effects would be present in TiO2

structures of completely different fabrication and geometry. In particular, one might
ask the question whether this nontrivial behavior would be revealed or even become
stronger, when the TiO2 is downscaled. This question is adressed in Paper II [56], where
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samples were investigated which were developed in the frame of an applied research
project1. This project was a main part of this work and had the aim to develop a
multifunctional gas sensor, smaller than state-of-the-art sensors and capable of being
integrated in Si technology. Here, the focus lied on the development of TiO2 nanowires
in lateral geometry where the oxide thickness was downscaled by a factor of 20. Despite
the differing fabrication technique and TiO2 texture, both, functionality as a gas sensor
and electroforming could be demonstrated. Surprisingly, the described interdependence
could indeed be observed with amazing resemblance to the effects described in Paper I.
We concluded from this, that the discovered interdependence of H2 incorporation and
electroforming has a universal character. Of course, this also raises the question, why these
phenomena have not been observed in earlier studies. One reason for this might be the
lack of studies that combine the field of interactions of TiO2 and H2 with electroforming
behavior.

Until now, electroforming has been considered in structures of fixed outward geometry,
with more or less reversible changes in the internal structure. The novel design in lateral
geometry with an increased surface-to-volume ratio also allows for investigations of
morphological changes by simple means like optical microscopy, atomic force microscopy
(AFM) and scanning electron microscopy (SEM). This way, it was found that high
electric fields can cause structural changes in the oxide under atmospheric conditions.
These changes concern, on the one hand, the geometry, i.e. the height and width of the
nanowire but also the oxide morphology. A comprehensive characterization is given in
Paper III [57]. Here it was shown, that the reported phenomena cannot always be strictly
separated. Ionic motion in high fields causes not only phase transitions and filament
formation but additional effects, that we attributed to strain changes in the oxide through
growth, distortion and even swelling, as well as post-growth crytal reordering [58]. To
avoid any misunderstanding – processes like field-induced oxidation or anodization of
metals like Ti are very well known [59–62]. Here the attention is called to structural
modifications that can easily happen unintentionally in ambient conditions and which
are generally not kept in mind when it comes to gas sensing applications or investigation
of memristive effects.

In the last study, these recently obtained findings were successfully utilized to define
a novel sensor element on-chip under electroforming conditions. The gas sensor is
optimized for the operation in the low-voltage mode to avoid further unintended structural
modifications. On top of this, the number of production steps could be considerably
reduced using this new technique. The fabrication procedure and characterization as
sensor is subject of Paper IV [63]. Admittedly, electroforming is not implemented in
terms of directed phase transitions. In fact, the exact phase composition in our devices
remains unclear since it is difficult to characterize on an atomic level in layers of such
small dimensions. Nevertheless, such applications would be imaginable, given the fact
that the phase composition in TiO2 can have significant influence on the gas sensing
performance [64]. However, the focus in this work lies rather on the development of
an implementation for easier fabrication of scalable and tunable gas sensing devices.
Instead of a prefabricated oxide, only a Ti film in the proper layout is needed for on-
chip preparation of gas-sensitive TiO2 via anodization. Moreover, surprising effects on

1supported by AiF-ZIM (grant number ZF4185501ZG5)
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anodization became evident, when Pt serving as catalyzing agent in H2 detection, was
deposited beforehand. The microsensors are comparable in height to those of Papers II
and III, but are producible with a much larger lateral dimension. Therefore a structural
analysis was possible, not only with a view on the morphology and surface roughness
by means of AFM, but also regarding an investigation of the elemental composition via
energy dispersive x-ray spectroscopy (EDX).

This thesis is organized as follows. The first chapter deals with the fundamental
concepts. An overview of the history and terminology in the field of memristive devices,
as well as an introduction to state-of-the-art resistive switches is given. The term
electroforming, as it was investigated in this work, is defined. The structures that are
subject in all publications comprise similar materials, these are mainly Ti, TiO2 and
Pt. For this reason, the relevant material properties are shortly described. Afterwards,
a description of the experimental techniques for the preparation, characterization and
measurements is given. Chapter 2 is focused on electroforming as a disruptive phenomenon
in TiO2-based gas sensors. Therefore, the two different fields are first discussed separately.
Different techniques for gas sensing based on TiO2 are introduced with emphasis on the
detection of H2 and O2, followed by a description of electroforming behavior in TiO2.
Afterwards Paper I and II are introduced and merged under the aspect that in two TiO2

structures of very different geometry, fabrication and structural properties, very similar
effects arise under high electric fields and gas exposure. Chapter 3 deals with an active
implementation of electroforming in the modification of microsensors on-chip. In both
studies, Paper III and Paper IV, possible oxidation mechanisms are discussed. Some of
the results of the EDX analysis are included in the second part of chapter 3 as additional
support of our line of arguing concerning the underlying processes. The thesis ends with
a conclusion of the main findings and an outlook towards potential future research.
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1 Fundamental Concepts

1.1 Resistive switching and Electroforming

Hysteretic current-voltage charactersitics and measurments of a negative differential
resistance were already reported in 1962 by Hickmott [65] for metal/insulator/metal
(MIM) structures of alumina. However, these findings were not assigned to memristive
devices but to current-limiting space charges in the oxides. Resistive switches are
two-terminal devices or elements that can reversibly change their resistance between
two or more levels upon electrical stimuli which affect an internal state variable [66].
This happens in a nonvolatile manner, which is why the devices are called memristive.
Memorized resistance changes are closely linked to the memristor, which was postulated
in 1971 by Chua [67] based on fundamental symmetry arguments. Memristive systems
as special case of nonlinear dynamical systems are described by the equations [66]

V = R (x, I, t) · I (1.1)

ẋ = f (x, I, t) (1.2)

where the variable x denotes the state of the system, the current I is an external input
variable and the voltage V is the observed output variable. These equations apply for a
current-controlled memristive system. For the voltage-controlled system the equations
are

I = G (x, V, t) · V (1.3)

ẋ = f (x, V, t) (1.4)

The ideal memristor as proposed by Chua as the fourth passive circuit element is yet
another special case of memristive systems and has only one state variable, which is the
charge q in current-controlled systems or the magnetic flux φ in the voltage-controlled
system:

V = R (q) · I I = G (φ) · V

q̇ = I φ̇ = V.

A typical property of memristive elemets is a pinched hysteresis loop that is more
pronounced when the frequency of the external input is comparable to the frequency of
internal processes that cause the memory effects [66]. In the 1990s titania, perovskite-
type manganites and other rather complex transition metal oxides became of popular
interest as electrically or thermally activated resistance change devices [53]. In 2008
the theory of the ideal memristor was linked to resistive switches for the first time by
Strukov et al. [48] (‘The missing memristor found’), who claimed that memristance
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1.1. Resistive switching and Electroforming

arises naturally in nanoscale systems, in which electronic and ionic transport are coupled
under an external bias voltage. This led to further increase in research activities and
was controversally discussed, e.g. by Vongehr and Meng [68] (‘The missing memristor
has not been found’).

In the query for alternatives to flash memory devices in data storage, resistive switches
with two or multilevel resistance states have attracted great attention. The devices can be
roughly classified depending on the internal state variable. In the so called ‘redox-based
resistive switching random access memory’, short ReRAM, the resistance changes due
to ionic motion on the nanoscale. Typically a ReRAM cell consists of a metal oxide
like NiO, TiO2, SrZrO3 or SiO2 (semiconducting or insulating) sandwiched between two
metal electrodes [53]. Others are, for example, phase-change RAMs (PRAM), where
the resistance changes, typically in chalcogenides, due to transformations between the
crystalline and the amorphous state, magnetoresistive RAMs (MRAM) based on magnetic
tunnel junctions, or ferroelectric RAMs (FeRAM) where the polarization of a ferroelectric
material is reversed [69].

Compared to CMOS technology and capacitance based RAMs with an inherent scaling
problem [52], an important feature of the simple two-terminal structure of ReRAMs is
their potentially good scalability. This allows not only for low-voltage operation but also
implies the potential for high-density arrays of memory cells. Cross-point structures and
multilevel stacking have already been realized [49,51,70,71] in cells with small device
areas of 4F 2 with a minimum feature size F that is lithographically defined [66]. High
connectivity and high density are facilitated by small feature sizes and are promising for
neuromorphic systems. An example are hybrid systems of CMOS based ‘neurons’ and
memristive synapses in crossbar architecture [72], which is shown in Fig. 1.1. Current
challenges in this field are for example the emulation of biological neuronal functions
in ‘neuristors’ like action potential generation or spike-time-dependent plasticity [73].
Apart from stackability and multilevel storage, other important parameters of ReRAMs

Figure 1.1: ReRAM based artificial synapse with a scheme of the two-terminal device
geometry in the inset (left) and crossbar configuration of CMOS neurons
and synapses (right). Reprinted with permission from Ref. [72]. © (2010)
American Chemical Society.
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Chapter 1. Fundamental Concepts

concern the reliability like long data retention time, i.e. the time a device remains in
a state without an external input, and memory endurance, i.e. the possible number
of switching cycles. Also a low cell-to-cell signal variation is desired. Extrapolated
retention characteristics measured at high temperatures yield retention times of over ten
years [53], and endurance values of over 106 − 1012 cycles have been reported. Naturally,
the absolute values of the resistance in the low-resistive ‘on-state’ (LRS) and the high-
resistive ‘off-state’ (HRS) in devices of two resistance levels are important parameters
that characterize a ReRAM’s type and performance. The same applies to the voltages or
currents that are required for the ‘set’ and ‘reset’ operations and the times these voltages
or currents have to be applied. Switching times of a few nanoseconds or less have been
reported [53,73]. Also a low energy consumption per switching event is desirable. Pickett
et al. [73] report transition energies in their neuristor of .100 fJ.

The driving mechanisms for resistive switching behavior are not fully elucidated.
Various models have been proposed, depending on the material, the switching behavior
(polarity) and conducting path [53]. The three most common operation modes of resistive
switching in ReRAM elements are bipolar, unipolar or complementary resistive switching,
which are depicted in Fig. 1.2. Bipolar resitive switching is the most common operation
and can also be found in Pt/TiO2/Ti devices. It depends on the polarity of the applied
voltage. Although the pulse mode is typically used for switching, the periodic current-
voltage sweep mode allows for an investigation of the general character and to obtain
the threshold voltages [66]. The transformation from the initial HRS to the LRS (set
process) is triggered by a voltage VSET > Vth1. Reading can be done at considerably
smaller voltages Vrd to not change the state of the device. The reset is performed with
a voltage of opposite polarity VRES < Vth2. In the unipolar operation the switching
depends only on the voltage amplitude, not the polarity. By applying a high voltage, the
memory cell is in the ‘forming’ process transferred from the as-prepared HRS to a LRS.
The reset process (LRS to HRS) is achieved by applying a certain threshold voltage that
is typically smaller than VSET [52, 66]. The complementary operation can be seen as
two bipolar resistive switches that are connected in an antiserial manner; for details the
reader is referred to [66].

For both, unipolar and bipolar switching behavior, models exists that are based on
the formation and rupture of conductive filaments in a less conductive matrix (filament
model) [53]. In 2010 Kwon et al. [50] were able to visualize such conductive filaments by
means of high-resolution TEM during resistive switching and gained important insight into
their phase composition, structure and dimensions. It is wideley agreed that in bipolar
switches filament forming and rupture is closely related to electrochemical migration of
oxygen ions and vacancies [53]. Often the driving mechanism is distinguished between
an interface-type and a filament-type switching which differ in their area dependence of
the resistance. Especially in titania based resistive switches often characteristics of both
mechanisms are observed. For example, in SrTiO3 thin film devices a coexistence of
filamentary and homogeneous resistive switching has been reported [74]. Lately, models
were formulated which include both, formation of filamentary conductive paths and the
importance of the interfaces with field-dependent contact resistance [49, 70, 71, 75]. This
subject is discussed in detail in section 2.2.

In the description of such state changes in a device during resistive switching, the term
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1.1. Resistive switching and Electroforming

electroforming has been established. We define electroforming based on its phenomenology
as changes in the resistance that result from electric fields, e.g. when a voltage is applied.
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Figure 1.2: Three operation modes of ReRAM cells: bipolar (top), unipolar (middle)
and complementary resistive switching (bottom). The I-V sweep operation is
shown on the left and the pulse operation on the right. Figure reprinted with
permission from Ref. [76]. © (2016) Wiley-VCH.

The reasons for these changes can be manifold, comprising effects such as drift of ions
and defects (mainly oxygen vacancies), expansion and contraction of defect-rich regions
of different conductivity, as far as modifications in the microstructure, like formation
and rupture of highly conductive filaments, phase transitions and chemical reactions like
oxidations. In chapter 3, electroforming appears as field-induced structural changes that
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Chapter 1. Fundamental Concepts

are visible on the macroscopic scale and result, among other things, in modified resistance.
Our definition of the term is more general and its meaning is different in some aspects
to electroforming as it is used by some authors. In many publications [51,52,66,71,77]
electroforming means a transfer from an initially highly insulating state of a device,
often a metal oxide, into a highly conducting state via strong reduction, whereby the
resistivity decreases up to six orders of magnitude. From this state, the device can be
switched between the on-state and the off-state, which again differ by a factor of ≈ 1000
in conductivity. Other authors [78] use the term electroforming voltage as the voltage
that has to be applied in order to transfer a device from the HRS to the LRS. To avoid
any confusion, the process of initial reduction in the following will be referred to as
initialization or electroreduction.

1.2 Materials

In this section, the materials that were used in this work and their relevant properties
are discussed. In the focus of interest are titanium (Ti), platinum (Pt) and, of course,
titanium dioxide (TiO2). Ti served as electrode and also as precursor for the functional
oxide, in the form of Ti foils and as evaporated or sputtered thin films. Due to its
versatile features, Pt served four different purposes: as sensitizer deposited on top of
TiO2 for hydrogen sensing, as component in Schottky contacts of Pt/TiO2 structures,
and as on-chip integrated meander for both temperature sensing and local heating. An
overview over the properties of the used materials is given in tables 1.1 and 1.2.

Since all studies presented in this thesis are based on titanium oxide structures, its
electronic properties, most important defects and phase diagram are discussed in detail,
with emphasis on the known polymorphs of TiO2. Also the mechanism of the adsorption
of molecules and atoms on the surface of TiO2 and Pt will be discussed. It should be
noted that the term adsorption is differentiated between physisorption and chemisorption.
A physisorbed molecule or atom is bound to a surface by van-der Waals forces only, with
binding energies of 80 kJ/mol (∼ 0.8 eV/atom), whereupon the electronic structure of
the adsorbant is barely perturbed. In contrast to that, chemisorption involves chemical
modification of the adsorbant, generally with adsorption energies in the order of chemical
bond energies 800 kJ/mol (∼ 8 eV/atom).

In the last part, the interplay of Pt and TiO2 and the relevance for this work is
adressed.

Titanium

Titanium is a transition metal (4th group) with atomic number 22. At room temperature
it crystallizes in the hcp structure (α-phase) with two atoms per unit cell. It exists in the
hcp (α-phase) and the bcc (β-phase) form [59]. The electrical resistivity of Ti at room
temperature is 420 nΩm [83]. Ti is known for its rather good resistance to corrosion in
oxidizing media. This is due to the formation of a natural oxide layer (5-70 Å) on Ti,
that practically instantly forms in the presence of oxygen [59,84]. A description of the
growth of this native oxide layer was first presented by Mott and Cabrera [60,85,86] and
is shortly described in section 3.2.
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1.2. Materials

Ti Pt Au Cr

Atomic number [79] 22 78 79 24

Group
Period
Block [79]

4
4
d

10
6
d

11
6
d

6
4
d

Electron config. [80] [Ar] 3d24s2 [Xe] 4f145d96s1 [Xe] 4f145d106s1 [Ar] 3d54s1

Electrons per shell [80] 2 8 10 2 2 8 18 32 17 1 2 8 18 32 18 1 2 8 13 1

Density [79] 4.506 g/cm3 21.45 g/cm3 19.30 g/cm3 7.19 g/cm3

Atomic weight [79] 47.87 u 195.08 u 196.97 u 51.99 u

Crystal structure [81] hcp (α), bcc (β) fcc fcc bcc

El. resistivity [82] 420 nΩ · m 105 nΩ · m 22.14 nΩ · m 125 nΩ · m

Table 1.1: Overview over the metals that were used in this work and their relevant
properties.

As can be seen in the electron configuration [Ar] 3d24s2, in addition to the 4s valence
electrons, there are two electrons in the 3d shell. In titania, depending on the oxidation
state (+2 for TiO, +3 for Ti2O3, and +4 for TiO2 and SrTiO3), the 3d-like states are
partially occupied (Ti2+ and Ti3+) or unoccupied (Ti4+). In the following, only the case
of TiO2 will be discussed. However, a detailed investigation of systematic changes in the
electronic structure by changing both the crystal structure and the filling of the 3d-like
states can be found in Ref. [66].

Titanium dioxide

Three modifications of crystalline titanium dioxide are known: rutile, anatase and
brookite. Table 1.2 shows parameters of the three crystal modifications, their unit cell
and space groups. Of these three, rutile is the most common and thermodynamically
most stable form. At high temperatures, brookite and anatase can be transformed into
the more stable rutile in an irreversible, constructive process, i.e. involving bond breaking
and forming of new bonds. Rutile crystallizes in the tetragonal space group P42/mnm
(no 136) and anatase in I41/amd. As can be seen in Fig. 1.3 a), one unit cell of rutile
contains two units of TiO2 with Ti cations coordinated octahedrally at the corner (0, 0,
0) and center (1/2, 1/2, 1/2) and O anions at (1±u, 1±u, 0) and (1/2±u, 1/2±u, 1/2)
with u = 0.305 [87, 88]. This way, every Ti atom is surrounded by six O atoms and each
O atom is coordinated to three Ti atoms in both, anatase and rutile. The strong ionic
bonding in the crystal and distorted trigonal planar coordination of oxygen is due to the
three lone electron pairs of oxygen anions interacting with the titanium cations. With a
Madelung constant of 2.408 for rutile [89] the lattice energy is around -12 MJ/mol.

Brookite has a more complicated structure, with eight formula units in the orthorhombic
cell. It has six different Ti-O bonds and accordingly 12 different O-Ti-O bond angles,
in contrast to rutile and anatase, with only two kinds of Ti-O bonds and O-Ti-O bond
angles [90].
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Rutile [91] Anatase [92] Brookite [93]
Density 4.23 g/cm3 3.79-3.97 g/cm3 4.08-4.18 g/cm3

Crystal system tetragonal tetragonal orthorhombic
Crystal class Ditetragonal

dipyramidal
Ditetragonal
dipyramidal

Dipyramidal

Unit cell a = 4.59 Å
c = 2.96 Å
Z = 2

a = 3.7845 Å
c = 9.5143 Å
Z = 4

a = 5.4558 Å
b = 9.1819 Å
c = 5.1429 Å
Z = 8

Bandgap [94] 3.02 eV 3.23 eV 3.14 eV

Table 1.2: Structure parameters and electronic properties of the three polymorphs of
TiO2: rutile, anatase and brookite.
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Figure 1.3: a) Crystal structure of rutile (top) and anatase (bottom). Figure taken from
Ref. [95], © (2008) National Academy of Sciences. b) Electronic structure of
rutile: total DOS and partial DOS of Ti and O (left) and corresponding band
structure (right). Figure reprinted with permission from Ref. [96]. © (2016)
Wiley-VCH.

Stoichiometric TiO2 has a large bandgap in all three polymorphs (3-3.2 eV). The size
of the bandgap is also of interest for the photocatalytic activity and photoexcitation of
electrons from the valence band to the conduction band, which would be allowed for
excitation wavelengths around 400 nm and below. Our observed photocurrents even at
illumination with light of a photon energy of 1.8 eV indicate excitation from defect states
inside the bandgap, which will be discussed later on. A detailed experimental study on the
near-bandgap optical response of TiO2 single crystals using resonant-Raman-scattering
was done by Amtout and Leonelli [97].
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Fig. 1.3 b) shows the electronic structure of rutile. On the left are pictured the total
and partial ion-decomposed density of states (DOS) of Ti and O, subdivided into s (red),
p (blue) and d (green) contributions, and the band structure is shown on the right [66].
The 3d-like states of Ti are unoccupied (TiO2 is a d0 compound, oxidation state +4),
since all 4 valence electrons of Ti are transferred to O. These unoccupied Ti 3d states
are the lowest conduction states, while the valence band is dominated by O 2p electrons.
There is, however, some hybridization of Ti 3d states and O 2p states in the valence band,
which has also been confirmed experimentally via inelastic electron scattering by Grunes
et al. [98]. Moreover, the partial DOS of Ti reveals two separated blocks in the d states.
This separation is due to crystal field splitting: the fivefold degeneracy of the d states
is lifted when the metal atom is placed into a ligand field of oxygen. The d-orbitals
split into eg (higher in energy: here 7-9 eV) and t2g (3-6 eV) states in an octahedral field.
Since the Ti-O6 octahedron is slightly distorted, the bands are split further.

In anatase, the conduction band is also mainly formed by Ti 3d states and the valence
band mainly by 2p states. However, there are differences to rutile, concerning the band
structure and bandgap. An essential difference is that anatase appears to have a wider
optical absorption gap and a smaller electron effective mass, leading to a higher charge
carrier mobility [90]. Although a large number of studies exists on mixed anatase-rutile
systems, with focus on the electronic structure at the interface [99–101], the fundamental
band alignment between the two polymorphs is still not understood. At the same
time, these mixed systems are of special interest, since they outperform the individual
polymorphs for example in photocatalytic applications. In fact, a synergetic effect has
been observed in mixtures of 60 % anatase and 40 % rutile, where the catalytic activity
is improved by a factor of two compared to pure anatase [102]. Scanlon et al. [99]
reported, that a staggered band alignment of ∼ 0.4 eV exists between anatase and rutile,
with anatase possessing the higher electron affinity, explaining the robust separation of
photoexcited charge carriers between the two polymorphs.

The electronic and optical properties are strongly influenced by the defect structure
and doping. For example, it has been reported that doping by the transition metal Cr can
influence the anatase to rutile ratio [103] and therefore the photocatalytic properties [104]
and gas sensing properties [64] of TiO2 nanopowders.

Intrinsic dopants can be interstitial or substitutional, while defects can be produced by
removal of lattice atoms. Important intrinsic point defects in the bulk TiO2 are interstitial
Ti and oxygen vacancies (VO), which can be produced by reduction, for instance by
increasing the temperature. The resulting defect concentration depends mainly on the
temperature [105], oxygen partial pressure and on other crystal impurities. Typical values
for vacancy concentrations on the TiO2 surface are around 2-8 % ML [106]. Even small
oxygen deficiencies δ, introduced either by removal of O [107] or by insertion of interstitial
Ti, make TiO2−δ an n-type semiconductor, with VO states in the bandgap located 0.75 eV-
1.18 eV below the conduction band [108]. From these, trapped charge carriers can get
into the conduction band for example via thermal excitation. This way, the resistivity of
undoped anatase and rutile is similarly insulator-like (104 − 107 Ωcm), but after doping
by thermal reduction they differ (10−1 Ωcm for anatase and 102 Ωcm for rutile) and are
decreased by several orders of magnitude [109]. Bonapasta et al. [110] found remarkable
differences in the properties of bulk VO in rutile and anatase, namely a shallow level
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induced by bulk VO only in anatase, which could serve as explanation for the higher
electron mobility (µrut ∼ 1 cm2/(Vs), µana ∼ 10 cm2/(Vs)) and photocatalytic activity in
anatase. According to von Oertzen and Gerson [87], VO result in the population of the
bottom of the conduction band (location of the Ti 3d orbitals in the pure structure),
thereby increasing the size of the bandgap, while Ti interstitials introduce a defect state
into the bandgap without an overall reduction of the bandgap size.

The Kröger-Vink notation is often used to describe the charge and lattice position
of point defects. The electric charge relative to the site that is occupied is marked as
neutral ×, positive , or negative ′. This way a Ti3+ ion in a Ti lattice site is written as e′

(quasi-free electron) and an O− ion in an oxygen site as h (quasi-free hole). The lower
index can be a lattice site but may also be a lattice interstice (i). The following intrinsic
defects of undoped TiO2 are considered [66], which in contrast to extrinsic defects do
not change the stoichiometry.

Displacement of Ti cations from a regular lattice site to an interstitial position (Frenkel
defects) follows the equilibrium equation

Ti×Ti + V×

i Tii + V′′′′

Ti KF = [Tii ][V′′′′

Ti], (1.5)

where KF denotes the equilibrium constant. Schottky defects form, when oppositely
charged ions leave their lattice sites, creating vacancies:

Ti×Ti + 2 O×

O 2 VO + V′′′′

Ti + TiO2 KS = [V′′′′

Ti][VO ]2. (1.6)

The process is accompanied by an expansion of the volume. Also, the electronic intrinsic
disorder needs to be considered, i.e. the formation of electron hole pairs when an electron
is transferred to the conduction band, leaving behind an electron hole in the valence
band:

nil e′ + h KT = np. (1.7)

Surface defects of TiO2 have been extensively studied [1, 37, 111–114], usually on the
thermodynamically most stable TiO2 (110) surface of rutile. It has been shown that
this surface is characterized by rapid gas-bulk reactions due to small activation barriers
for bulk diffusion, compared for example to ZnO (1010), where gas-bulk reactions are
negligible at low temperatures [37]. The reason for this is a strong electrochemical
potential gradient near the surface which leads to fast dissipation of charges and defects
and bulk reactions, subsequent to high charge accumulations at the surface.

As can be seen in Fig. 1.5a), the rutile (and also anatase) surface has fivefold coordinated
Ti atoms and O exists in threefold (in-plane O) or twofold (bridge-bonded O) coordination.
According to DFT studies [111], formation of a vacancy by taking bridge-bonded O
is slightly more favorable than by taking an in-plane O out. Oxygen vacancies play
an important role for the chemical properties of the surface, for instance they act as
chemisorption sites for H2, O2 and CO and influence the electronic charge transfer during
exposure. Also they have the ability to migrate, preferably parallel to the bridge-bonded
O rows, with activation energies around 1.15 eV and with hopping rates that exponentially
increase with the temperature.
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Fig. 1.5 shows the representation of defect disorder of pure TiO2 as Brouwer diagram,
based on simplified charge neutrality conditions that apply for the different oxygen partial
pressures and majority defects. To gather information about the defect concentrations
the equilibrium constants of the defect formation equations have to be known (see
Ref. [115] for details).

For instance, under strongly reducing conditions, excorporation of oxygen must be
taken into account:

O×

O VO + 2 e′ +
1

2
O2(g), K1 = [VO ]n2p(O2)

1/2. (1.8)

The majority defects here are electrons, and the neutrality condition is 2[VO ] = n. With
the equilibrium constant K1, the concentration of electrons and holes can be derived,
yielding

n = 21/3 K
1/3
1 p(O2)

−1/6 and p =
KT

n
∝ p(O2)

1/6. (1.9)

On the other hand, recent studies have shown that strong oxidation of TiO2 can also
lead to formation of the metal-deficient oxide Ti1−xO2 [115]. Then the predominating
defect type are titanium vacancies, which cause p-type properties. For example, under
oxidizing conditions, oxygen may be incorporated, according to the following reaction
when oxygen vacancies are still present:

1

2
O2(g) + VO O×

O + 2 h K2 = [VO ]−1p2p(O2)
−1/2. (1.10)

Together with titanium vacancy formation according to equation 1.6 it follows

O2(g) + Ti×Ti V′′′′

Ti + 4 h + TiO2 K3 = [V′′′′

Ti]p
4p(O2)

−1 (1.11)

With the neutrality condition 2[V′′′′

Ti] = [VO ] and equation 1.6 resulting in p ∝ p(O2)
1/4

and n ∝ p(O2)−1/4.
The mechanism of O2 adsorption appears to be more complicated than just filling of

surface vacancies, as has implicitly been assumed in many studies. O2 does not adsorb at
low temperatures (100K) to a stoichiometric (110) surface [1]. For this temperature range,
a model was derived, in which O−

2 species are bound in the vicinity of a vacancy [1]. In
scanning tunneling microscope (STM) scans, O2 adsorption becomes evident by healing
of vacancies and additionally by appearance of O adatoms adsorbed on top of fivefold
Ti atoms [106]. Formation of oxygen adatoms can lead to additional dissociation of
H2O [1]. At room temperature and below, diffusion of these on-top O atoms is completely
inhibited due to a large diffusion barrier. The exact mechanisms, especially the role of
Ti3+ at elevated temperatures, is not yet consentaneously clarified. Apart from VO, an
important role in the adsorption of H2 and H2O also play OH− groups. It was found
experimentally [116] that under atmospheric conditions surface OH groups, which are
mainly located at bridging oxygen sites, form strong hydrogen bonds with adsorbed
water molecules. On the ideal, defect-free surface it is hard for molecular H2 to adsorb,
or interact in any other way as has been shown by UHV studies [113], but surface defects
like VO increase the (dissociative) adsorption [37]. For this reason, hydrogen in TiO2
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Figure 1.5: a) Twofold O(2), threefold O(3) coordinated O sites, and fivefold coordinated
Ti sites Ti(5) on the stoichiometric rutile TiO2(110) surface. b) Surface phase
diagram with H2 and O2 reservoirs controlling the chemical potentials ∆µH

and ∆µO. Both figures reprinted with permission from Ref. [111]. © (2009)
American Physical Society.

molecularly absorbed H2O [111]. At higher temperatures and for single isolated water
molecules, adsorption also happens partly dissociatively with formation of OH− groups,
simultaneously to desorption of physisorbed water. Dissociative adsorption of H2O occurs
at defects (VO on bridging sites), but at flat terraces the molecule stays intact during
adsorption and is located at fivefold coordinated Ti sites with H atoms pointing away
from the surface. STM studies [106,122] have shown that water dissociation at vacancies
also leads to formation of very stable paired bridging hydroxyls.

Fig. 1.5 b) shows a phase diagram of the TiO2 (110) surface obtained as a function of
the two chemical potentials of oxygen (∆µO) and hydrogen (∆µH) that sums up a detailed
theoretical study on the defects on this surface, done by Kowalski et al. [111]. It is
dominated by the ideal stoichiometric surface, the oxidized surface that is saturated with
water, and the surface structures reduced by oxygen depletion and hydrogen adsorption.

Many stable phases of other stoichiometry than TiO2 exist, e.g. Ti2O, TiO and Ti2O3,
as is depicted in the phase diagram for Ti-O systems in Fig. 1.6. The region Ti-Ti2O
contains metallic phases of α (hexagonal) and β (cubic) structure. At larger O/Ti ratios,
phases of variable composition mixed with high temperature (ht) and low temperature
(lt) TiO emerge.
The region O/Ti = [1.75,1.9] contains seven discrete phases of the homologous series
TinO2n−1 (4 ≤ n ≤ 10), the so-called Magnéli phases. Magnéli phases crystallize in the
triclinic crystal system and can be produced by high temperature reduction in a hydrogen
atmosphere. Their Ti − O6 octahedra are connected in a more complex way than in the
structures previously discussed. The structures can also be described as compositions
of rutile like slabs of infinite extension separated by crystallographic shear planes [66].
Smith et al. [123] give an overview about Magnéli phase titanium oxide materials, their
properties, electrochemical behavior and applications. A comparative study of the
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temperature dependent AC electrical properties of TiO2 and TinO2n−1 was done by
Regonini et al. [124]. Fig. 1.7 shows that these reduced phases can have conductivities
larger by three orders of magnitude [125], with a local maximum of conductivity for
Ti4O7, compared to stoichiometric TiO2. For these reasons, Magnéli phases of titanium
oxide can play an important role for resistive switching and electroforming in these
structures, apart from and together with oxygen vacancy migration. This issue will be
discussed in detail in section 2.2.

Figure 1.6: Phase diagram of Ti-O systems. Reprinted with permission from Ref. [1]
© (2003) Elsevier, adapted from Ref. [126] © (2006) Wiley.

There is a wide range of possible fabrication techniques for TiO2 devices and the
way of fabrication can influence the phase composition, defects and electronic structure
of the resulting material. Chen and Mao [2] provide a review over commonly used
synthesis methods like the sol-gel method, chemical or physical vapor deposition and
others, with a description of their properties, modifications and applications, e.g. in
catalytics, photovoltaics or hydrogen storage. Other examples are thermal oxidation,
plasma enhanced atomic layer deposition (PEALD) of TiO2 [127] and reactive ion-beam
sputter deposition [128].

Subject of this work are titanium oxide structures produced by local anodic oxidation
(LAO) of Ti thin films, plasma-induced electrochemical oxidation of Ti foils [23, 39], and
RF sputtering of TiO2. The procedures are described in the experimental section 1.3.1.
On-chip anodic oxidation of Ti and Ti-Pt thin films is discussed separately in chapter 3.
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Figure 1.7: The conductivity of TinO2n−1 at 300 K with denoted Magnéli phases of
n = 4 − 8. Figure adapted from Ref. [129].

Platinum

As mentioned above, Pt is a greatly versatile material with many applications and not
only known for its properties as catalyzing agent. First of all, Pt was used in this work
as sensitizer for hydrogen detection on top of TiO2 (Papers II-IV). Apart from that,
structures based on a Pt/TiO2 interface were studied (Paper I). In the context of the
project for the development of on-chip sensors, Pt based elements were implemented as
temperature sensors and heating units, with a distance of ≈ 200µm to the gas sensing
units. For this purpose, Cr/Pt films in the shape of meander structures were deposited
on the SiO2 substrates (image on the top right in Fig. 1.17).

Platin (Pt) has the atomic number 78 and belongs to the group of transition metals. It
crystallizes in the fcc structure and has the electron configuration [Xe]4f145d96s1. On the
one hand, it behaves chemically inert, as typical for noble metals and is stable even at
high temperatures. On the other hand, it is highly reactive and has catalytic selectivity
towards certain reaction environments and substances. A well known example for the
heterogenous catalysis is the explosive reaction of hydrogen and oxygen to form water,
when Pt is present: 2H2 + O2 → 2H2O (2.5 eV reaction heat per water molecule) [89].
The underlying mechanisms of hydrogen oxidation are more complex than this reaction
equation suggests, e.g. the reaction rate differs a lot below and above 170 K, which is the
desorption temperature of water on Pt [130], i.e. the temperature at which adsorbates
leave the surface because the thermal energy is high enough to break the surface bonds.
The reason for this lies in the autocatalytic properties of adsorbed H2O on Pt, meaning
that water is a reaction product and is also a catalyst for the reaction. This way the
activation energy below Tdes is much smaller (0.13 eV [131]) than above this value (0.5-
0.7 eV [132]). By means of scanning tunneling microscopy and high resolution electron
energy loss spectroscopy, the processes could be observed on an atomic scale [133,134],
Gorodeskii et al. [135] provide a review about recent findings concerning the hydrogen
oxidation reaction on a Pt surface. It has been found that the formation of hydroxyl

17



Chapter 1. Fundamental Concepts

groups from adsorbed hydrogen and oxygen is an intermediate stage during hydrogen
oxidation [130,133,136]. With more hydrogen available, these OH-groups, which are also
existent as adsorbates, form adsorbed water that can pass into the gas phase above Tdes.

O(ad) + H(ad) → OH(ad)

H(ad) + OH(ad) → H2O(ad) → H2O(gas)

Furthermore, the autocatalytic process could be explained by adsorbed oxygen and water
that form new hydroxyle groups according to the reaction

H2O(ad) + O(ad) → 2OH(ad)

or

2H2O(ad) + O(ad) → 3OH(ad) + H(ad).

Interaction of oxygen with the Pt surface has also been extensively studied [137–139]. As
mentioned above, the ability of Pt in its active state to bind the involved molecules like
H2, O2 and other gases by chemisorption [112] is a basic requirement for the remarkable
catalytic activity of Pt. It has been found that chemisorption and surface catalysis is
strongly structure-sensitive, i.e. catalytic activity is increased for rough, kinked and
stepped surfaces, at sites with high coordination numbers and open surfaces, where the
second layer is also accessible. In 1984, Falicov and Somorjai [140] presented a theory of
metal catalysis that proposes correlations between catalytic activity and low-energy local
electronic fluctuations in transition metals. The theory starts off with the traditional
view of the intermediate-compound theory of catalysis: a transition metal atom with
given electronic configuration can either form a stable compound with a molecule, or
no compound is formed. To describe an effective catalyst however, there has to be a
weakly-bound intermediate compound with availability to release the molecule again
to form the final product. From a different point of view, the transition metal atom
should be susceptible to stable low-energy electronic fluctuations. They suggest electronic
fluctuations of importance may be charge fluctuations, configuration fluctuations, spin
fluctuations, and term and multiplet fluctuations [140]. The unfilled d shells of transition
metal atoms are of particular importance and directly related to the catalytic activity,
since they are relatively narrow and provide metallic character with a high density
of states but are not dominated by Coulomb repulsion and other effects that lead to
suppression of local electronic fluctuations. Calculations of the DOS with 5d-contribution
to the DOS and the band structure of a Pt(111) face, can be found in Refs. [141] and [142],
showing a large 5d-DOS and d band located close to the Fermi edge.

A key step for hydrogen sensing with Pt-TiO2 structures is the dissociative adsorption
[143] of H2 molecules on the Pt surface, which leads to H-H bond breaking of the adsorbate
and two singly-bonded hydrogen atoms. Recent studies [144,145] have shown by means
of thermal desorption spectroscopy that this process can be actuated and accelerated by
atomic defects. The simplified reaction equation for dissociative chemisorption reads

H2 + 2 Pt → 2(Pt − H(ad)). (1.12)

18



1.2. Materials

This process is followed by surface diffusion of the adsorbed hydrogen and transfer to the
TiO2 surface or into the bulk. The structure-sensitive character of chemisorption comes
into play here, as H atoms adsorbed at kink sites desorb at higher temperatures than
those at steps, and those adsorbed at flat terraces are bound even less strongly [112].
When Pt is present not as a continuous layer but as cluster or islands on top of TiO2,
the particle size and morphology can be decisive for its catalytic activity [146]. In this
work, small amounts of Pt were deposited on top of Ti/TiO2/Ti structures as catalyst for
gas sensing. The nominal layer thickness ranged from monolayers to 3 nm. Although it
could not be verified experimentally, formation of cluster-like structures for the smallest
amounts of Pt after a heat treatment is assumed, as has been reported elsewhere for
similar fabrication conditions [147,148]. Also surface activation by such Pt nanoclusters
for gas sensing applications have been reported [149].

Pt was also deposited in much lager amounts, namely as top electrode on nanoporous
TiO2, where it also serves as catalyst for hydrogen detection. The Pt/TiO2 Schottky
transition that is biased in this case and other peculiarities of the combination will be
discussed in the following.

The platinum - titanium dioxide system

The metal-semiconductor (M-S) junction of Pt and (n-type) TiO2 exhibits rectifying
properties, which makes the junction a Schottky diode. In Schottky transitions minority
charge carriers do not contribute to the charge transport. Faster switching times compared
to diodes based on p-n junctions can be achieved, due to fast electrons (majority charge
carriers), that quickly react to electric fields. Apart from the versatile operations in
semiconductor devices like Schottky diodes and Schottky transistors these properties of
M-S junctions have been used for various applications for example in the research for
chemical sensors [9, 13,43,150–153] and electromotive force cells [8, 9].

Fig. 1.8 a) shows the energetic schemes of an n-type semiconductor (left) and a metal
(right) with different distances ΦM and Φsc between their chemical potentials µ and the
vacuum level Evac. The chemical potentials are shifted against each other by ΦM − Φsc.
For metals, eΦM is the work function, i.e. the minimum energy needed to remove
an electron from the solid (eΦP t = 5.12 − 5.93 eV, eΦT i = 4.33 eV). It depends on the
configuration of surface atoms. For the semiconductor eΦsc = eχ + eVn holds, where eχ
is the distance from the conduction band edge to vacuum level, the electron affinity
(χT iO2

= 3.9 eV). With ΦP t > ΦT iO2
a potential barrier of height ΦSB is formed at the

interface when metal and semiconductor are contacted, see Fig. 1.8 b). Electrons diffuse
from TiO2 thereby leaving positively ionized donors behind and accumulate at the Pt
surface. This way a positively charged depletion layer forms in TiO2 near the metal,
with almost no free charge carriers. Due to the high concentration of free charge carriers
in Pt, the width of the negative space charge layer is negligible (usually < 1 nm) [154].
The electron flow comes to a hold when thermodynamic equilibrium is reached, i.e. the
chemical potential of Pt and TiO2 are adjusted. The charge imbalance leads to a band
bending e∆V and creates a barrier eΦSB = e∆V + En

C − EF . Solving Poisson’s equation
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for a charge density enD in the semiconductor gives

φ(x) = (ΦP t − ΦT iO2
) −

enD

2ǫǫ0

(x + dn)2, (1.13)

and for the width of the depletion region follows

dn =

√

2ǫǫ0

enD

(ΦP t − ΦT iO2
). (1.14)

With a voltage in forward direction (n-type TiO2 negatively biased), electrons from the
semiconductor are pushed into the depletion region and the height of the barrier from
semiconductor to metal decreases. This allows electrons to flow from TiO2 to Pt.

If a reverse-bias is applied (Pt negatively with respect to n-type TiO2) there is almost
no current flow as long, as the voltage is kept below the break down voltage, because
electrons are pushed towards the metal and the width of the depletion region increases.
However, a few electrons from the metal can overcome the barrier by thermal excitation
or cross it via tunneling. Hence, for an applied voltage V , dn is given by

dn =

√

2ǫǫ0

enD

(ΦM − Φsc ± eV ). (1.15)

From the voltage dependence in dn follows a voltage dependent capacitance (C ∼ d−1
n ).

From a plot of C−2(V ) (Mott-Schottky plot), system properties like the doping density
and flatband potential can be deduced [155]. This so called Schottky-Mott rule applies
for the ideal Schottky contact; in reality the SB height and electronic properties of
the transition layer are modified by the M-S bond and by adsorbed molecules on the
surface. The chemical termination of the semiconductor against the metal leads to
electron states in the bandgap (metal-induced gap states, MIGS) and to an effect called
Fermi level pinning: the gap states tend to pin the center of the bandgap to the Fermi
level. Therefore the SB height is almost independent from the metal work function,
but dominated by the energy and distribution of the transition layer states. As shown
by theoretical studies [156], MIGS appear as bridging O p-Pt d hybridization in the
layer-decomposed local DOS. They also decrease the formation energy for VO in the
interface layers, since excess electrons introduced by the removal of an O atom are
accommodated in the MIGS (for VO away from the interface they localize on the three
surrounding Ti atoms and a VO state appears in the bandgap). Thus the interfacial TiO2

layer is expected to be easily reducible and upon reduction changes from Schottky-type
(= fully oxidized) to ohmic (=strongly reduced). This behavior is often referred to as
switching effect.

Chargeable states in the bandgap can be already present at the semiconductor-vacuum
surface (surface states), effectively leading to an alignment of the bands relative to
these. In this case, a potential barrier exists already before contact as a consequence of
electron transfer from the metal into the surface states. Hence, the charge transfer at
the gas/metal/bulk oxide three-phase boundary is of particular relevance.

It is known that noble metals like Pt (and Au) on TiO2 can act as reactive catalyst
in photocatalytic reactions, e.g. in the generation of H2 or CO2 [157–159]. In 1978 De
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Figure 1.8: Scheme of the Schottky transition for ΦM > Φsc a) before contact of the
n-type semiconductor (left) and the metal (right), b) in thermal equilibrium
after contact. Figure adapted from Ref. [154].

Bruin [160] reported that chemical reactions occur at metal-ceramic interfaces, for exam-
ple Pt and Au react with oxygen and form thin layers of PtO2 and Au2O, respectively.
Pt2+ and Pt4+ ion species that occur due to oxidation of Pt atoms on the surface of
Pt/TiO2 systems [153] were found experimentally, as well as Ti3+ that arises in the lattice
from Pt deposition [159]. Moreover, a strong adsorption of visible light hints at energetic
defect levels in the bandgap of the Pt modified TiO2. Electronic charge transfer, however,
was only observed in defective, pre-reduced TiO2 (110) surfaces with Ti3+, between
Ti 3d states and Pt atoms [36, 161] but hardly on the stoichiometric surface. Angular
resolved photoemission studies of the valence band stucture showed that sub-monolayer
Pt evaporation resulted in two Pt-derived 5 d states in the bandgap region of TiO2

(110). One was attributed to a high amount of very small atomic-like Pt species, the
other to metallic-like clusters at higher coverages [162]. High concentrations of Ti3+

(TiO2−x) surface states are achieved e.g. by Ar bombardment and lead to localized
charge transfer from Ti3+ to Pt. Adjusting this so called SMSI (strong metal/support
interaction) state can change for instance the CO and H2 chemisorption and drastically
enhance the catalytic activities.
However, it has been reported that proceeding oxidation of Pt (and Au) eventually leads
to a degradation of the photocatalytic activity [115].
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Kirner et al. [152] utilized the influence of extrinsic interface states on the SB height
in Pt/TiO2 low temperature (∼ 400 K) oxygen sensors. Upon exposure to small oxygen
partial pressures (10−5 − 1 Pa) significant shifts of the forward voltage in the I-V charac-
teristics were found. The reversible increase of the SB height is explained by trapping
of electrons in chemisorbed oxygen species such as O−

2 or O– and an additional band
bending at the TiO2 surface. Yamamoto et al. [13] measured an increased work function
of Pd in the similar system of Pd/TiO2 Schottky diodes when exposed to oxygen. They
observed the opposite effect in response to the reducing gas hydrogen in H2/air mixtures:
the device loses its rectifying property and the onset voltage for positive current decreases,
for large H2 concentrations the device becomes ohmic. This behavior was attributed
to a decrease of the Pd work function upon H2 adsorption, involving interaction with
and removal of oxygen from the Pd surface leading to a diminished barrier height at the
interface. Similar effects were reported for the threshold voltage of H2 sensitive Pd/SiO2

based MOSFETS [150,151].
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Figure 1.9: I-V characteristics of TiO2/Pt as a function of H2 exposure time (a). Scheme
of the equivalent circuit model (b). Doping density nd and capacitive area
AC (c), and average SB height Φ̄B , average built-in potential V̄bi and Vn (d) ,
as a function of H2 exposure time. All figures reprinted from Ref. [39], with
the permission of AIP Publishing.

Fig. 1.9 shows corresponding results of a study on the time dependence of H2 exposure
with Pt/TiO2 Schottky diodes [39]. The data were obtained from a Mott-Schottky
analysis [155] of the I-V and C-V characteristics. With increasing H2 exposure time
t the I-Vs [Fig. 1.9 a)] evolve from an exponential towards an ohmic behavior. Water
formation or other interaction of H with O2 were avoided by carrying out the experiments
in the dark in N2 flux. The sample was modeled with an equivalent circuit [Fig. 1.9b)],
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where a Schottky diode is in series with the bulk resistance RS and in parallel to a
resistance Rp, which decreases with H2 concentration and exposure time. The following
mechanisms causing the I-V transformation were considered: firstly, a reduced average
barrier width due to H doping increases the tunneling probability; secondly, a decrease
of the SB height due to formation of interface states upon H2 exposure; and thirdly,
chemisorption of hydrogen leading to a formation of electron accumulation layers in the
porous TiO2 [16]. Due to the continuous interface transformation with H2, a gaussian
barrier height distribution was assumed, as had been suggested in earlier studies [163].
The capacitive area decreases with time, while the doping density and resistive area of the
device increase [Fig. 1.9 c)]. A rapid saturation of nd is observable, while the evolution
of the SB height shows a non-monotonically decreasing behavior [Fig. 1.9 d)]. This was
attributed to atomic H getting trapped at the Pt/TiO2 interface and is suspected to be
the limiting factor for the response time of the sensor, rather than doping of the bulk.

Interaction of CO with TiO2 was reported to lead to donor-type chemisorption and
hence to a decrease of the interface resistance [43, 153]. This reverses at large enough
O2 partial pressure [p(CO) < 1

2
p(O2)], when interaction of the two compounds leads to

catalytic oxidation of CO to form CO2 molecules, which desorb afterwards.
The influence by acceptor- and donor-type molecules also concerns oxide/oxide inter-

faces at grain boundaries. It was noted that the charge transfer model for chemisorption
at nanocrystalline metal oxides has to be modified when the grain size is below the
Debye length of electrons [153]. Then band-bending effects can be neglected (e.g. space
charge layer width for SnO2 ≈ 100 nm, smaller than average crystallite size) and rather
a homogeneous charging is assumed upon chemisorption.

In many applications, like in TiO2 grains decorated with Pt islets [115], Pt is used as
catalyst on top of TiO2. Also here, the difference between the work functions of Pt and
TiO2 is the driving force for the transfer of (photoinduced) electrons from TiO2 to the
reacting molecules at the Pt surface [164].

Catalytic Pt clusters on the surface of TiO2 can be prepared by thermal evaporation
[36,161,162,164,165] or sputter deposition [147] with controllable size distribution, which
has practical advantages in the fabrication procedure compared to the established chemical
deposition. At elevated temperatures, growth of Pt clusters from layers starts due to
surface diffusion of mobile Pt atoms [153]. As nucleation sites for the three dimensional
growth, five-fold coordinated Ti surface atoms were experimentally identified. The
growth mode of Pt on TiO2 is Volmer-Weber like [1], i.e. interactions between adatoms
are stronger than those of the adatom with the surface, leading to the formation of
three-dimensional clusters or islands. The majority have hexagonal shape (40 Å high
and 200 Å wide), and resemble ‘icebergs’ that reach tens of Å deep into the substrate [1].
The substrate itself and its termination has an influence on the surface chemistry
of Pt clusters. Additionaly, with high temperature treatment these clusters can get
encapsulated. A recent study on the size effect of photocatalytic Pt particles on anatase
by DFT calculations investigated the coupling of both, the photoelectron transfer and the
surface catalytic reaction to the Pt particle size [146]. It was found that with decreasing
number of Pt layers, the clusters become less metallic and a gap in the metallic states of
0.5-1.3 eV opens, depending on the cluster size. Moreover, electron transfer and surface
catalysis show opposing trends concerning the particle size. An optimal size for quasi
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two-Pt-layer clusters of ≈ 1 nm and roof-like ridge shape for photocatalytic H2 evolution
was found.

1.3 Experimental techniques

In the following section, the sample preparation, the experimental set-up and techniques
for the characterization of the produced samples are described. There are many possibil-
ities to fabricate titanium dioxide films. In this work, Ti films were oxidized anodically
to produce TiO2. Moreover, TiO2 films were depositied directly by various sputtering
techniques. The nanoporous TiO2 structures investigated in Paper I are an exception:
these were kindly provided by Mhamed el Achhab and coworkers1 and were produced
electrochemically. The process is shortly described at the end of section 1.3.1.

The description of the sample preparation here is focused on the lateral micro structures
corresponding to Papers II-IV. This includes patterning by optical lithography, followed
by material deposition and electrical contacting. Depending on the application, the
prepared films were structured further by AFM nano-lithography techniques. The special
method of fabrication of on-chip oxides that are discussed in chapter 3 is separately
given in section 3.1.

Afterwards the measurement set-up is described. This set-up was particularly de-
signed and assembled within the framework of the project for the development of the
multifunctional gas sensor array. Furthermore, techniques are presented that were used
for structural characterization of the produced TiO2, including AFM, SEM combined
with EDX analysis and a study of the optical properties.

1.3.1 Sample preparation

As substrate SiO2 is chosen for its insulating properties, high thermal stability and
good adhesion to the materials used, in particular Ti, Cr and TiO2. For these and
other reasons SiO2 is an important material in the semiconductor industry and micro
systems technology. Wafers with a 300 nm thick layer of SiO2 on Si were used that
were produced by thermal oxidation. Samples with substrates of pure quartz with
better dielectric strength but more difficult handling were also prepared for experiments
involving oxidation by high voltages up to 0.5 kV. Layers of Cr were deposited as adhesive
agent for films of Au and Pt on SiO2.

The order of the layer deposition was, unless noted otherwise, the following. At first
Ti films were deposited on the substrate using evaporation or sputtering techniques,
then meanders of Cr/Pt for heating and temperature sensing were sputtered, followed by
deposition of Cr/Au bond pads via evaporation. The production of each layer involves a
lithographic step, followed by material deposition and a lift-off step. When the TiO2 in
a device was produced directly by sputter deposition, this was done in the last step to
prevent undesired contamination with photoresist in subsequent lithography steps.

1Department of Materials Science, headed by Prof. Dr. K. D. Schierbaum, Institute of Experimental
Condensed Matter Physics, HHU
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Optical Lithography

Optical lithography, also termed photolithography, is a method to pattern thin films by
transfer of a geometrical pattern from a photomask to a light-sensitive photoresist on
the substrate. A scheme of the sample processing with optical lithography is shown in
Fig. 1.10. The first step is consecutive cleaning the SiO2 substrate in acetone, isopropanol
and deionized water. Afterwards, the sample is dried in nitrogen gas flux and heated
out for 1 min at 110 ◦C to remove residues of water. An image reversal resist for high
resolution (AZ 5214 E) can be used for both, positive and negative lithography. The
resist is applied to the sample, and uniformly distributed using a spin coater (3500 rpm),
resulting in 1-2µm thick coating. Afterwards, the sample is heated on a hotplate (soft
bake), which removes solvents from the resist layer. Before illumination can be done,
rehydration is necessary, since water is needed in the photoreaction. This is done by
pausing the process and leaving the sample in air of ideally ≈ 45 % relative humidity. In
the positive process, only those parts of the structure are illuminated, which are desired
to be resist free after development. The polymer chains in the resist break when exposed
to UV light in such a way that these regions are dissoluble in the developer (AZ 726
MIF). For better adhesion of the deposited layers, the developed sample is cleaned in
oxygen plasma for 20 s, and shortly dipped into HCl to remove burned residues of photo
resist. After deposition of the material (see next section), the lift-off follows. Lift-off
is done in acetone (optionally using a heated ultrasonic bath) followed by cleaning in
isopropanol and deionized water again, whereupon all residues of resist and material
thereon are removed.

In the negative process those regions are illuminated, which are not supposed to be
developed. For this, two more steps are necessary compared to the positive process:
During the reversal bake the illuminated regions lose the ability to be developed because
the polymers become cross-linked and immune to the solvent. The subsequent flood
exposure makes regions susceptible for the developer that were not exposed during the
first illumination step. The main advantage of the negative process is that it generates
an undercut resist profile and facilitates the lift-off step.

Material deposition

A common method to deposit thin films of Ti, Au and Cr is evaporation. In the
evaporation system used in this work, the source material is heated by an electron beam
(5 keV) in a vacuum chamber (10−6 mbar). This way, evaporated particles can travel
directly to the target substrate without collision with gases or vapors other than the
source material. An oscillating quartz next to the sample holder measures the evaporated
film thickness (QCM = quartz crystal microbalance). By controlling the electron beam
current, the deposition rate can be tuned. Sufficiently smooth films can usually be
achieved at deposition rates of 1-2 Å/s.

Another method for deposition of metals and metal oxides is sputtering, whereby
particles are ejected from a solid target by energetic gas ions, here argon. Sputtering
is done in a vacuum chamber using either a DC voltage (DC sputtering) or an AC
voltage (RF sputtering). In DC sputtering a constant voltage is applied between target
(negative bias) and the substrate (positive bias). Ar atoms get ionized by collision and
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Figure 1.10: Schematic illustration of the sample processing steps. The structures on the
samples are defined via positive or negative optical lithography followed by
metalization and a lift-off step. Afterwards the samples are electronically
contacted for measurements and/or nanolithography.

a low-pressure plasma state forms with electrons and Ar+ ions, that are seperated by
the DC voltage. A sufficiently energetic incident Ar ion will set off a collision cascade
in the target. A target atom will be ejected (sputtered), when the cascade recoils and
reaches the surface with a larger energy than the binding energy and an impact pointing
away from the target. Only conductive materials can be sputtered in DC mode. With
an insulating material, both target and substrate would be charged and compensate
the electric field. The achieved sputtering rates and deposition rates are below those of
e-beam evaporation. Ten times larger sputtering rates and also deposition of insulators
can be achieved with RF (radio frequency) sputtering. Because of their larger mass, Ar+

ions cannot follow the alternating field (13.56 MHz) as electrons can, resulting in more
collisions and thus larger sputtering rates. The AC field is superimposed with an offset
field that pulls Ar+ towards the target, where target atoms are ejected in the same way
as in the DC mode. Despite the larger sputtering rates, the effective deposition rates in
RF mode are not larger compared to the DC method. Especially for metal oxides it is
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advisable to avoid sudden variations in the power, to prevent cracks in the target. Since
TiO2 is rather prone to sudden variations of temperature, a TiO2 target attached to a
3 mm thick copper substrate was used.

The number of collisions between electrons and Ar atoms can be further increased
by applying an additional magnetic field behind the cathode (magnetron sputtering).
Charge carriers then follow a helical curve due to the Lorentz force and cover a larger
distance before they reach the target. The choice of sputtering parameters can influence
the resulting film properties, structure and morphology. For instance, the roughness
of magnetron sputtered Ti films increases with increasing pressure, temperature and
sputtering power and the crystal orientation changes under parameter variation [166].
Also, added reactive gases like O2 or N2 can react with the target material during DC or
RF sputtering (reactive sputtering), to deposit for instance metal oxides or nitrides. Using
an optical control system that measures the relative intensity of the Ti emission line the
sputtering rate of TiO2 can be controlled through its influence on the target oxidation
state [167]. During the deposition of TiO2 the grain orientation and stoichiometry of
anatase thin films can be tuned by variaton of the O2 partial pressure [168]. Löbl et
al. [169] studied the dependence of nucleation and growth in amorphous, anatase or
anatase/rutile films during reactive DC sputtering on the deposition and annealing
parameters.

In IBSD (ion beam sputter deposition) an ion beam is used as Ar+ source, with the
opportunity of tunable particle energies. TiO2 films grown by reactive IBSD display low
surface roughness (< 0.22 nm) and properties that are not significantly affected by the
ion species and energy [128].

Sputtering methods are typically used to deposit smooth films of low roughness by
choice of low deposition rates, compared for example to thermal evaporation. For some
applications, however, rough or even porous films are desirable, particularly in the field of
gas detection [170]. In a recent study, a sputtering technique was presented, from which
TiO2 films of nanoporosity (1-5 nm) and mesoporosity (10-50 nm) emerge [170,171]. In
this so called gig-lox process, Ti is sputtered in O2 atmosphere in a pointed inclination
angle, which leads to a shadowing effect and forming of porous TiO2 structures.

Electrical contacting

Electrical access to the Ti or Ti/TiO2 thin films is made via gold wire interconnections
between the ohmic contacts on the thin film and the chip carrier using a ball bonder
(F&K Delvotec ). The technique is also known as thermosonic bonding because heat,
ultrasound and pressure are used to connect the contacting pad to the wire material.
For this, the chip carrier together with the sample is heated to 140 ◦C. As contact pads,
usually a layer of ≈150 nm Au on top of 10 nm Cr was evaporated on the thin films.
Gold wires were successfully bonded on Pt pads as well, for this it appeared that 120 ◦C
was the best temperature of choice. Fig. 1.11 shows a series of photographs taken of a
fabricated sample mounted in a chip carrier (left), the wiring between ohmic contacts
(middle) and wire connections to Au bond pads on top of Ti thin films with three TiO2

structures (right). If the sample is further processed by AFM-LAO, the contacting must
be done beforehand since a connection from the Ti film to the ground is necessary for
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this step.
Ti-TiO2 structures prepared by electrochemical preparation were contacted in a

different way due to their different geometry (see Fig. 2.1). These as-prepared samples
consist of Ti foil encapsulated in a TiO2 layer with a 50-200 nm Pt layer sputtered on
top. Parts of the TiO2 on the opposite side were scratched off and the laid bare Ti was
glued to the chip carrier using conductive silver epoxy (Epotek H20E, Epoxy Technology)
to form the ohmic back contact. Using the same glue, the Pt contact was connected to
bond pads via gold wires.

Figure 1.11: Photographs of a sample glued into a chip carrier after optical lithography
and metalization (left) and with contact pads wire-bonded to the chip carrier
(middle and right).

Nanolithography

After preparation of the Ti films, structuring via nanolithography was done using an
atomic force microscope (AFM). For the general set-up of the AFM that was used in this
work, its functionality and operational modes, the reader is referred to section 1.3.3. Two
types of sample structuring methods were performed, these are local anodic oxidation
and nanoplowing. Both allow to structure thin films on the nanometer scale with a
precision (down to 1 nm [172]) that can hardly be achieved by optical lithography. Due
to their great relevance for this work, the two techniques are described in detail in the
following. Both nano-lithographic techniques were done using the software NanoMan by
Veeco.

Local anodic oxidation (LAO)
Tip induced oxidation using an STM was first demonstrated on wet-chemically passivated
n-Si surfaces by Dagata et al. [173] and in UHV conditions by Lyding et al. [172]. Complex
structures like semiconductor quantum point contacts [174] and antidot lattices [175,176]
were made using AFM based LAO.

Fabrication of TiO2 structures on Ti by AFM oxidation is widely known and used
[177–182]. The procedure is sketched in Fig. 1.14 a) for LAO on Ti thin films. TiO2 lines
prepared this way, separating the Ti stripe into two Ti electrodes are primary subject of
Papers II and III. While anodizing is done in contact mode using a conductive diamond
coated Si probe (DCP 20), imaging is done in tapping mode. By adjusting the z-distance
depending on the amplitude setpoint the tip is moved close to the surface (≈ 5-10 nm).
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reported to increase with both, anodization time and voltage, but the exact relations
vary.

Cabrera and Mott [60,85] developed the first model for field-induced oxidation of thin
films (see section 3.2). They assumed that the field lowers the activation barrier for
ion diffusion through the oxide. In this picture, the initially fast growth rate decreases
because the grown oxide decreases the field inside, slowing down drift of hydroxyl ions
towards Ti [179, 187]. It became clear that this model alone could not explain the
observed kinetics, especially the dependence of the growth rate not only on the electric
field strength, but also on the applied volage [187]. Moreover, the initially fast growth
rate also decreases because of a space charge build-up [189]. Therefore, the observed
relation between growth rate and thickness [187] differed from the model:

Mott & Cabrera:
dh

dt
∝ exp

(

1

h

)

v.s. observation [187]:
dh

dt
∝ exp

(

−h

Lc

)

with Lc being the characteristic length for a given anodization voltage. Deviations from
the Cabrera-Mott model of field-induced oxidation were also interpreted in terms of a
volume mismatch of oxidized and unoxidized Ti leading to local stress in the oxidized
layer [179,187]. Strains are assumed to be relieved by formation of a defect-rich oxide
with a rather open structure.

Stievenard et al. [190] applied the model developed by Cabrera and Mott with the
voltage V seen as superposition of the applied voltage between tip and a Si surface and
the contact potential. With this, they obtain a relation between the height of the oxide
line and the tip velocity v of h ∝ 1/ log(v[m/s]), and a linear relation between h and the
applied bias, which is in good agreement with some experimental findings [179,181]. Their
deduced value for W , i.e. activation energy that an interstitial ion has to overcome for
diffusion added to the initial potential barrier, of 0.1-0.4 eV indicates that LAO is rather
an electrochemical process than high temperature thermal oxidation (for Si ≈ 2 eV) [190].
The necessity of humidity for tip-induced oxidation was also interpreted as a hint towards
this, expressed for example by Sugimura et al. [181]. This assumption, however, could
not be proven, until Avouris et al. [187] were able to measure electrochemical currents
during the oxidation process of Si, that agreed with Faraday currents calculated from
the assumed electrochemical reaction. A similar approach was presented by Lemeshko et
al. [185]. They derived a model that confirms the assumed electrochemical anodization,
using Faraday’s law to get an expression for the height of the growing oxide:

hi(t) =
Q MT iO2

A ρT iO2
z F

=
MT iO2

A ρT iO2
z F

∫ t

0
Ii(t̃)dt̃

where Q is the consumed charge, MT iO2
and ρT iO2

are the molar mass and densitiy of
TiO2, respectively, I is the anodic current passing through the elemental area A of the
oxidized surface, z is the number of electrons taking part in the oxidation (=4) and F is
Faraday’s constant. A voltage distribution over the native oxide Vox,0 = Eh0, over the
growing oxide Vox,i = Ehi(t), the electrochemical circuit Vc,i = Ii(t)Rc,i, and the space
charge build-up Vpol was assumed. With the reaction equation 1.16 the not purely linear
relation in h(V ) and h(t) [179] for ultra thin Ti films could be reproduced.
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These considerations apply for DC conditions. The usage of voltage pulses can influence
the space charge build-up and can also effect whether growth happens predominantly in
vertical or lateral direction depending on the pulse durations [179,188].

Calleja et al. [188] discussed the dimensions of the water meniscus between the AFM
tip and a Si surface and its dependence on the electric field and the voltage mode. They
found a rupture of the water bridge at a tip-sample distance of about 10 nm. Up to
this value oxide width and height increase with increasing distance [179] because of a
larger area covered by water. For the same reason, the resolution becomes worse with
increasing humidity (and with it, the amount of adsorbed water) [181] and is determined
by the defocusing of the electrical field [187].

The crystalline form of the written nanowire is not clear. Due to the small dimensions, a
structural investigation is difficult and was not done in this work. All three modifications
(rutile, anatase and brookite) as well as amorphous constituents have been found in
anodic titanium oxide, although the latter transforms into anatase at 150 ◦C [59].

For the usage in gas sensing applications, the sample is afterwards sensitized with Pt.
Deposition of 3 nm Pt on the Ti film beforehand was also tested but did not lead to
successful oxidation of the Ti film. This can be understood, considering the necessity
of ion migration through the oxide in vertical direction, which might be not possible
in the Pt film. Similar fabrication techniques based on TiO2 or SiO2 for gas sensing
applications were reported [20,178].

Since the discovery of tip-induced oxidation, the technique was also used to remove
oxidized structures via etching, e.g. in dilute hydroflouric acid, to produce grooves. Also,
AFM tips were used to pattern photoresist layers for example on SiO2 films by dynamic
plowing, followed by wet-chemical etching to transfer the patterns into the films [191].

Nanoplowing
Grooves in thin films can also be achieved directly without an extra oxidation step [192].
Nanoplowing, i.e. scratching of Ti films to form nanosized gaps is done similarly to LAO.
Such gaps served as separation of the Ti electrodes used for the on-chip oxidation that is
subject of Paper IV [63] and discussed in chapter 3. Since no oxidation is desired, the
tip is grounded. Also, no water film is needed, therefore the process is independent of
the ambient humidity. Using contact mode the z-distance is adjusted in a way that the
tip penetrates the Ti film and reaches down to the substrate. Scanning across the Ti
film leaves a ≈ 200 nm wide gap behind, as is depicted in Fig. 1.12 b). Minimum trench
widths of 50 nm in Al were reported by Irmer et al. [193], who fabricated Josephson
junctions in Al using tips especially fabricated for this purpose.

Electrochemical preparation of TiO2

The samples based on electrochemical oxididation of Ti foil were prepared by Mhamed
el Achhab and coworkers. Details of the preparation procedure and parameters are
described in Refs. [23, 39, 194]. A kinetic model for the TiO2 growth process is presented
in Ref. [195]. Here, a short description of the technique and the film parameters is
given. The process is also known as plasma-electrolytic oxidation or micro-discharge
electrolysis, because it is coupled with a plasma-induced partial phase transition of
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thermally and anodically oxidized TiO2 from anatase to rutile. Commercially available
Ti foil is etched in aqua regia and afterwards anodized in a 14 molar solution of H2SO4

at voltage sequences between 90 V and 180 V. Because of the high voltages involved, the
process has also been described as continuously occurring partial breakdown [59]. The
200 nm-4µm thick oxide layer grows into and out of the Ti foil and exhibits a complex
pore structure, visible in SEM scans. The pores evolve from micro-discharges along
conducting channels, where a plasma state is developed with high local temperatures
and pressures. By tuning of the anodization voltage, anodization time and concentration
of the electrolyte the layer thickness and the pore structure complexity can be controlled.
For gas sensing applications, this large inner surface is advantageous and allows H2 and
other gases to diffuse quickly into the pore system of the structure. It was revealed by
XRD and Raman spectroscopy that the TiO2 layers are composed of rutile and anatase
with variable proportion, as a result of thermally-induced phase transitions from anatase
to rutile in the surface of pores along the discharging channels.

1.3.2 Measurement set-up

The measurement set-up is shown in Fig. 1.13. All measurements were carried out in a
temperature and gas atmosphere controlled measurement chamber (Linkam). Gas line,
chamber and set-up components making contact with the ambient air are made from
special steel or aluminum, to prevent permeability or storage of humidity and other gases.
Nitrogen, oxygen and hydrogen (4 %) flow are each regulated by a mass flow controller
(El-FLOW Select, Bronkhorst) and are carried via steel tubes (∅int = 4 mm, Swagelok).

When required, the gas mixture is afterwards humidified via a bypass leading through
a water bath, which instantly saturates the gas mixture (100 % r.h.) at flow rates around
1 l/min, as used in the experiments. The exact relative humidity of the gas can be tuned
using the regulating valves that control the flow through the bypass and blocking valves
to prevent backflow. The concentration of the gas components are read out by reference
sensors for hydrogen (Neo904b, neohysens) and oxygen (GOX100, Greisinger).

The arrangement for controlling the gas temperature consists of a cooling unit and
a heating unit. For measurements below room temperature, the gas flow is conducted
through a bypass and a coil in a liquid nitrogen bath container, yielding gas temperatures
below −50 ◦C. Measurements in this temperature range were carried out only with
dry gases and the humidification bypass was kept shut to avoid freezing of condensed
water. This can be done, since it reflects realistic conditions, i.e. water vapor pressure is
near zero at such low temperatures. Gas heating is done with a porous aluminum alloy
block (AlSi7 Exxentis, pore size 0.35-1.00 mm) with external heat supply. The required
geometry of the heating block was estimated using Darcy’s law, which describes the flow
of a fluid through a porous medium:

Q =
κ · ∆P · S

µ · H

where Q is the total discharge (volumetric flow rate), κ is the intrinsic permeability of
the medium, ∆P is the pressure drop across the filter (Pa), S is the cross-sectional area
to flow, µ is the dynamic viscosity (Pa · s) and H is the length over which the pressure
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drop is taking place and corresponds to the filter thickness. The gas line between heating
unit and measurement chamber is kept as short as possible to prevent temperature
loss. Relative humidity and gas temperature are controlled at multiple locations using
a reference sensor with both functionalities (SHT7x, Sensirion). One is positioned
behind the junction of humidified gas and dry gas line as a reference during humidity
tuning. Another is located between gas cooling and heating unit to regulate temperatures
between −50 ◦C and room temperature using the adjustable external temperature control
of the heating unit. One last reference sensor for temperature and humidity is positioned
directly behind the measurement chamber. At the end of the gas line an overpressure
valve prevents outer gases from diffusing into the measurement chamber. It should be
noted that the opening pressure of the valve should be small because in general the
performance of TiO2 based hydrogen sensors is downgraded with increasing ambient
pressure.

The measurement chamber itself has its own temperature control in form of a Pt based
heating element beneath the sample holder and liquid nitrogen cooling controlled by an
external pump (Linkam). The screw cap can carry a gas-tight slide with screwed-in hold-
ers, which allows to build in LEDs without changing the atmosphere in the measurement
chamber when illumination of the sample is required. Unless not otherwise described,
samples were measured in the dark. Also shown in Fig. 1.13 is the electric measurement
scheme for highly resistive (O(R) = GΩ) samples using a current preamplifier (DL
instruments). To lower resistive samples (kΩ − MΩ) generally a voltage was applied and
the current was measured directly.
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Figure 1.13: Measurement set-up with temperature- and atmosphere-controlled measure-
ment chamber. Top right: electronic measurement set-up for small sample
signals.

As initial treatment, the as-prepared samples were usually heated to 180 ◦C in N2 flow
for at least one hour to remove residues of H2O in the TiO2. It turned out that for gas
sensing experiments the devices had to be exposed to the gas a few times in order to
gain a balanced and stable response. As it is described in section 2.2, for electroforming
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experiments, VO can be produced by reduction of TiO2 to TiO2−x. This was done by
initialization in H2/N2 gas mixtures in combination with heating and an applied voltage.

1.3.3 Further characterization

Atomic force microscope (AFM)

Apart from the two types of nanolithography described in section 1.3.1, an AFM
(Nanoscope III, Digital Instruments) was used for measurement of film heights, morphol-
ogy and roughness. The sample surface is scanned line-by-line with a fine tip that is
attached to a cantilever. Interaction between tip and sample surface leads to a distortion
of the cantilever, which is measured via deflection of a laser beam on a photodiode with
a four quadrant detector (see Fig. 1.14) and transferred into a height profile. Detector
and feedback electronics visualize the surface information and control the deflection of
the piezo element. Both, the scanning and the distance between tip and surface are
regulated by the piezo element. In this work two operational AFM modes were used,
which are shortly described in the following.

In the dynamic mode (tapping mode) the cantilever is driven to oscillate near its
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Figure 1.14: Scheme of an AFM scanning the sample surface by usage of beam deflection
detection.

resonance frequency (typically 50-450 kHz) with an amplitude around several nanometers
to 200 nm, which is kept constant. The oscillations are also achieved with a piezo element
in the cantilever holder. In tapping mode there is no contact between tip and sample
surface. This even allows for the scanning of surfaces that are covered with an absorbed
water film [196]. Interactions of the tip and the surface are typically Van der Waals or
electrostatic forces, but can also be dipole-dipole interactions. When the tip comes near
the surface, these interactions cause changes in the oscillation amplitude, which are fed
into the feedback loop that regulates the tip height. Compared to contact mode the
forces on tip and surface can be much higher in tapping mode. However, due to the much
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shorter times these forces are applied during oscillation, the damage done to surface
and tip is negligible. In this work, surface imaging, roughness and height measurements
were done in tapping mode, usually using n-type Si probes coated with hard carbon
with a typical resonance frequency of 160 kHz and a force constant of 5.7 N/m (NSC14
Mikromasch). When tapping mode is used for imaging, normally a z-position is chosen,
where the overall force between tip and surface is repulsive to prevent damaging of
the tip and the surface due to collision. This was deliberately induced and utilized in
structuring of Ti films with the nanolithography methods described in section 1.3.1.
Nanolithography, i.e. local anodic oxidation and scratching of Ti films (nanoplowing) was
done in contact mode. In this static mode, the cantilever is kept at a constant position
above the surface and the surface profile is measured using the feedback signal required
to achieve this. Usually, different cantilevers with a lower spring constant are used in
contact mode to keep the forces low and achieve a sufficient deflection. Here conductive
diamond coated Si probes were used with a typical resonance frequency of 420 kHz and
a force constant of 48 N/m (DCP 20 TipsNano).

Scanning electron microscopy (SEM) and energy-dispersive X-ray spectroscopy
(EDX)

SEM and EDX are often combined, since both methods are based on electron bom-
bardment, but use different secondary effects as signal source. The on-chip oxidized
films that are subject in chapter 3 were investigated using an electron microscope with
integrated equipment for EDX analysis. In EDX analysis, the used information are
characteristic X-rays that are generated during dissipation of kinetic energy of electrons
within the specimen. The electrons are generated by an electron gun and accelerated
towards the sample with a kinetic energy that is proportional to the acceleration voltage.
Typical electron energies are 15-25 keV. At sufficiently large acceleration, the incident
electrons can strike electrons from the inner shells of an atom and the produced hole can
be filled by an electron from an outer shell. The energetic difference is thereby emitted
as characteristic X-rays. This process is sketched in Fig. 1.15 a). For each element,
the characteristic X-rays have different energies with the intensity being proportional
to the element concentration [197]. From the measured X-ray spectra one can gather
information about the elemental composition of the specimen. Depending on the shell
from which the higher energetic electron comes and on the energy of the shell where the
electron is missing, different transitions with characteristic energies are possible. The
EDX spectrum background is a result of continuum X-rays that are emitted when the
primary electrons are decelerated by the electric field close to the atomic nuclei, as is
shown in Fig. 1.15 c). The X-ray generation area can be calculated using Castaing’s
equation [198]

Rg[µm] = 0.033
A

ρZ
(E1.7

0 − E1.7
c ) (1.17)

where E0 is the acceleration voltage in kV, EC is the minimum emission voltage in kV,
A is the atomic mass, ρ is the density and Z is the atomic number. As it is shown
in Fig. 1.15 b), different signals are generated in different regions and depths in the
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Figure 1.15: Schematic scetches of a) the origin of characteristic X-radiation, b) generation
depth of electrons and X-rays in the specimen and c) the origin of the
continuous X-radiation, adapted from [197].

specimen. For imaging with SEM mainly secondary electrons and backscattered electrons
are detected. Secondary electrons are electrons of lower energy that are emitted from
the material when it gets ionized by the incident beam. As a result, also Auger electrons
can be generated, when a hole in an inner shell is filled by an electron from a higher shell
and the energy difference is transferred to yet another electron which than leaves the
atom. Backscattered electrons come from elastic scattering of primary electrons with the
surface or a few tens of nanometers below. The X-rays used in EDX analysis are emitted
isotropically but due to absorption effects which depend on the sample composition,
density and other parameters, quantitative corrections are required to make accurate
estimations of the sample composition.

Photoexcitation

Photoexcitation turned out to be a useful tool to improve the sensing performance of
Ti/TiO2/Ti devices, as is described in section 2.1.2. Furthermore, in addition to the
measurement of current-voltage characteristics, measurements of photocurrents were
carried out to control whether the LAO by AFM had successfully produced two electrodes
separated by TiO2. As an example, Fig. 1.16 shows photoexcitation experiments with a
sample of nanoporous TiO2 sandwiched between Pt and Ti. The current was measured
with the Pt/TiO2 Schottky transition biased in reverse direction. The sample was
illuminated with several diodes emitting in UV (375 nm, spectral bandwidth at 50 % of
maximum intensity (BW): 12 nm), bluish-green (505 nm, BW: 40 nm), green (520 nm
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Figure 1.16: Current vs. time in a Pt/TiO2/Ti structure that was photoexcited under
0.5 V reverse bias with light of various wavelengths between ultra-violet and
infrared.

BW: 40 nm), red (700 nm, BW: 45 nm) and infrared (880 nm, BW: 80 nm). The orange
arrows in the figure mark the beginning of a light pulse, crossed out arrows mark the end
of the pulses. A photocurrent was detected even at light with energy below the reported
bandgap of 3 eV for rutile. Since TiO2 consists of a mixture of anatase and rutile [23]
one would expect a distribution of even larger bandgaps (see Tab. 1.2). On the other
hand, it has been reported that the energy gap of anatase can be decreased to the visible
region by tuning the surface preparation conditions [199].

However, there are significant differences in the form of the photoexcitation pulses for
the different colors: while photocurrents caused by green-bluish light and energies below
that reach saturation after minutes, the situation looks different for UV light. During the
first UV pulse, the (negative) current increases slowly without reaching saturation, during
the second pulse however a maximum amplitude is reached within seconds followed by a
decrease and a slight increase in the absolute current value afterwards. This might be a
sign for formation of electron hole pairs only by UV illumination and not for energies of
2.4 eV or below. The observed phenomenology can then be explained by the filling of a
defect state that lies roughly in the middle of the bandgap. Also, electronic excitation
from shallow traps that were introduced by atomic hydrogen have been measured in
the IR-band [200]. The shape of the first UV peak would then result from formation
of electron hole pairs increasing the absolute value of the current, superimposed by
filling of a defect state which opposes this trend. When the illumination is paused, the
defect states remain filled. Subsequently, during the second pulse charge carriers may be
released from the trap and are excited into the conduction band, thereby increasing the
current abruptly together with formation of new electron hole pairs. After exhaustion of
the defect states the current transient evens out and resumes the prior trend. A detailed
analysis of the defect structure in the different TiO2 systems in this work is, however,
beyond the scope of this thesis.
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Optical properties

Due to its strong interference colors, TiO2 finds use in colored coatings. The perceived
color of TiO2 depends strongly on the layer thickness, the substrate and fabrication
parameters [201]. This property is used for example in Bragg reflectors based on TiO2

nanoparticles [202]. Sometimes the real thickness of a layer produced by sputtering or
evaporation deviates from the nominal thickness, due to missing or wrong calibration
or parameter variations during the process. Also, measurements of the absolute height
by means of AFM can be difficult, when for example the surface is very rough or is not
easily accessible. Therefore, it is practical to have a tool that allows to extrapolate from
the color as seen in an optical microscope to the TiO2 layer thickness. The color diagram
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Figure 1.17: Color vs. thickness diagram for a layer stack of Si/SiO2/TiO2 and pictures of
five samples of different thickness and colors as seen in an optical microscope.

shown in Fig. 1.17 was obtained considering the light reflection at a stack consisting
of three layers of different material. We consider the sample as a film assembly that
consists of a substrate layer of Si (layer m), covered with a 300 nm thick layer of SiO2

(layer 2) and a TiO2 layer of variable thickness on top (layer 1). The reflected intensity
R(λ, d) for this layer stack can be obtained using the characteristic matrix equation
(Abelès method) for normal incidence [203–205]

(

B
C

)

=

(

cos(δ1) i sin(δ1)/n1

i n1 sin(δ1) cos(δ1)

)

×

(

cos(δ2) i sin(δ2)/n2

i n2 sin(δ2) cos(δ2)

)[

1
nm

]

, (1.18)

where the phase δi = 2π ni di/λ is related to the wavelength λ, the refractive index ni

and thickness di of the ith layer, and nm is the refractive index of the substrate. With
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the admittance Y = C/B, the reflection at the surface can be calculated by the following
equation:

R =
(

n0 − Y

n0 + Y

)(

n0 − Y

n0 + Y

)∗

(1.19)

with the refractive index of air n0. To account for the dependency of the refractive indices
on the wavelength, fits from empirical data of dispersion formulas [206–208] in the visible
range2 were inserted into equation 1.18. The refractive index of TiO2 also depends on
the structure and crystalline modifications, values in the range of 2.2 to 2.5 have been
reported [59]. For each thickness d1, the calculated reflectance value was multiplied with
the wavelength spectrum that was converted into RGB values3 by multiplication with
the R, G or B sensitivity curves. The result was integrated over all spectral wavelengths
of the visible range to obtain the perceived color.

2Dispersion formulas:

nT iO2
(λ[µm]) =

√

5.913 +
0.2441

λ2 − 0.0803

nSiO2
(λ[µm]) =

√

0.6961663λ2

λ2 − 0.06840432
+

0.4079426λ2

λ2 − 0.11624142
+

0.8974794λ2

λ2 − 9.8961612
+ 1

nSi(λ[µm]) = 17706.108 · exp

(

−λ

0.04125

)

+ 5.69759 · exp

(

−λ

0.23792

)

+ 3.48196

3Matlab Function Spectrum RGB from Spectral and XYZ Color Functions version 1.1.0.0 (33.3 KB)
by Jeff Mather, BSD-like license
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2 Electroforming as disruptive
phenomenon

This chapter broaches the issue of electroforming (EF) as a disruptive phenomenon in
TiO2 based gas sensors. The majority of industrially-used gas sensing devices based on
TiO2 consist of sandwich structures of oxide and electrodes aligned vertically. Sandwich
Pt/TiO2/Ti structures with micron scale oxide components prepared via electrochemical
oxidation as it is described in Ref. [23] and section 1.3.1 were operated as H2 sensors
under low electric fields and during EF in Paper I. In Fig. 2.1 a) the sample scheme is
shown, together with SEM images of the porous oxide morphology that is achieved under
the given anodization voltages during the preparation.

The smaller scale nanowires prepared by AFM-LAO are shown in Fig. 2.1 b). The
AFM scan shows an oxide line of about 500 nm broadness that was sensitized with Pt
particles for H2 sensing. The H2 sensing performance under low operation voltages and
under EF conditions with a view to the potential application as sensor with high spatial
resolution due to the nanoscale active region was investigated in Paper II. Additionally,
these wires were also sensitized with gold and operated as sensors for O2. As expected,
the downscaling of the active region allowed gas sensing at low voltages (0.8 V at room
temperature). However, the nanoscale devices are not characterized by faster operation,
indicating that the time constants are not dominated by differences in the H2 diffusion
path lengths on the regarded scales. The similarly good sensitivity might, to some degree,
be attributed to the smaller film thicknesses compared to the depletion region width of
the TiO2 surface [18].

Since local oxidation via AFM nanolithography is not practicable in industrial fabrica-
tion, other ways of fabrication were sought for the devices in planar geometry. For this,
structures were developed that can be fabricated compatible to Si-technology via litho-
graphic patterning and deposition of the functional layers by evaporation or sputtering
techniques, as they are described in section 1.3.1. The advantage of the planar geometry,
and with it the facilitated miniaturization, was used in a sensor array design with many
functions on small scales. The developed design is promising for independent side by
side TiO2-based detection of different gases (e.g. H2, O2 and H2O), which can be realized
by choice of different catalysts or by different methods of measurement. In addition, Pt
meander structures were deposited between the single sensors for both, local heating
and local temperature sensing. Especially the latter provided interesting insight into
chemical reactions that might happen during H2 sensing (see section 2.1.1). The vertical
micron-scale devices do not offer this opportunity.

Surprisingly, the effects caused by EF during H2 exposition arise in a universal manner,
in devices of all mentioned scales with similar phenomenology.

This chapter is organized as follows. First a definition of the parameters that charac-
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terize the sensor performance is given and the most often used techniques and important
mechanisms for H2 and O2 gas detection are described. The (to our knowledge new) mod-
ifications to improve the oxygen sensitivity of the nanowires and the results are discussed
in detail. Afterwards the common models for the mechanisms underlying electroforming
and resistive switching in TiO2 devices are presented. In the last section an introduction
to the attached Papers I and II is given, with special emphasis on the central theme,
namely a hitherto unreported interdependence of EF and hydrogen incorporation. In
both, micronscale and nanoscale structures similar effects during gas sensing operations
were observed, which were also embraced under the topic of disruptions caused by EF.
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Figure 2.1: Comparison of the sample schemes that are subject of Papers I and II, respec-
tively. a) Macro samples in vertical geometry of electrochemically oxidized Ti
foil decorated with a Pt electrode are studied in Paper I. The SEM scans show
different stages of TiO2 porosity achieved at different anodization voltages
(taken from [21]). b) Sample in planar layout consisting of a TiO2 wire fabri-
cated on a Ti thin film via AFM nanolithography. The AFM scan shows the
surface of the oxide line after decoration with Pt particles for H2 sensitization.

2.1 Gas sensing with TiO2

TiO2 materials are used for the detection of both, reductive gases like hydrogen (H2),
carbon monoxide (CO), ammonia (NH3) and hydrogen sulfide (H2S), and for oxidative
gases like oxygen (O2) and nitrogen dioxide (NO2) [40]. In general, these gases are
detected via measurements of resistance changes in the TiO2, although the microscopic
origins of these changes differ for the different gases. An overview over the sensor
applications and mechanism in TiO2 nanomaterials is given in a review by Bai and
Zhou [40]. They describe the sensing process divided into two functions: The receptor
function, where a gas molecule is physisorbed at first and then chemisorbed to the
surface atoms, and the transducer function, involving electron transport [153]. For both
processes, surface vacancies play an important role. Furthermore a strong dependence
on the temperature can often be found, not only due to its effects on the output signal
(resistance) itself, but also on the doping density and the involved mechanisms, e.g.
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physisorption and chemisorption.
The parameters that characterize the sensor performance include the sensor response

S (sensitivity) and the time constants for response τS and recovery τR. The definitions
of these parameters are not standardized. We used the common definition

S =
∆R

Ra

=
|Ra − Rg|

Ra

(2.1)

for the response, with Ra and Rg being the resistance in ambient conditions and in the
detected gas, respectively. The time constant τS was defined as the time the signal
needs to reach 90 % of the response signal upon exposition to the gas; τR accordingly,
as the time needed to return to 10 % of the amplitude, after removal of the gas sets in.
Also often mentioned are the working temperature and the detection limit, which is the
minimum detectable concentration.

In Papers I, II and IV our structures were characterized with regard to their hydrogen
sensing performance. In the following, the mechanism of hydrogen detection is shortly
addressed, and additional measurements are shown, supplementing the characterization
that was done in Paper II. Moreover, interesting findings regarding the oxygen sensing
performance and its improvement are presented, that have not been published so far.

2.1.1 Hydrogen detection

It is widely agreed that porous structures [22, 39,171,209] have advantageous properties
for gas sensing, like faster and easier diffusion and a larger inner surface compared
to dense and compact structures. For example, a larger active surface enhances the
adsorption of H2 molecules and favors electron transfer. This is for instance the case in
nanoporous TiO2 structures fabricated by anodization in H2SO4 (described in section 1.3.1
and Paper I) or in various tubular structures reported in the literature [16,18,210]. Other
nanostructures for gas sensing are NST (nanostructured titania) sponge-like arrays [41]
that are highly sensitive to H2 and O2. In agglomerates of TiO2 nanoparticles, electron
transfer occurs at contact points between the particles, which is why their sensitivity
is often deteriorated when compared to nanotubes [40]. Summaries of the different
state-of-the-art sensor types and their performance parameters can be found in Ref. [38]
and [211]. The interaction of gases with the TiO2 surface is in many cases enhanced
by deposition of metals like Pt [39,212], Pd [13,18,148,212,213] and Au [214,215]. In
Paper II, we studied the effect of an increasing Pt amount deposited on a TiO2 nanowire
on the H2 sensitivity.

The mechanism of H2 detection is well established. H2 molecules can, to a small
degree, get dissociated at defects on the TiO2 surface [16, 216]. Direct hydrogenation
of TiO2 is, however, very limited [217]. Instead, Pt plays the crucial role for H2

splitting, catalyzing the dissociative adsorption [143] (catalytic boost). This way, activated
hydrogen species can diffuse even through thick Pt layers and spill over into the TiO2

lattice [1, 25, 118,135,217,218]. They adsorb at surface sites and bulk sites, where they
act as electron donors [200, 219], though the former, i.e. chemisorption of dissociated
hydrogen on the surface oxygen forming OH groups, is the dominant process for fast and
reversible H2 sensitivity [16]. This is accompanied by an electron accumulation at the
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2.1. Gas sensing with TiO2

surface and charge transfer from hydrogen to the conduction band of TiO2, decreasing
its resistance [18]. The sensor response is a function of the H2 concentration [16] and the
exposure time. When H2 is removed from the atmosphere, electron transfer is directed
back to the adsorbed hydrogen, followed by H2 desorption [216].

In air, oxygen may be chemisorbed in the form of O–
2, thereby trapping electrons from

the conduction band and increasing the base resistance [18, 40], but can be removed
again by H2 [118]. It is assumed that direct chemisorption of H2 in the absence of O2 is
dominant for the resistance decrease. At the same time, when present, O2 faciliates the
removal of chemisorbed H2 [18], which is then manifested in much shorter τR. Concerning
this matter, the film thickness should be regarded as well. Paulose et al. [18] made
a connection between the wall thickness of nanotubes in relation to the width of the
depletion region caused by the adsorption of oxygen, which is usually a few tens of
nanometers in metal oxides, and the restistance change in response to H2. They found
the best sensitivity for flat band conditions, when the wall thickness (times the factor
1/2, due to adsorption on both sides of the wall) was smaller than the depletion region
width. In very thin films the space charge layer modulation (creation or depletion)
encompasses the entire bulk [20,148,220]. For our films in the range of 10 nm thickness,
similar conditions may apply and explain their good sensitivity in air.
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Figure 2.2: Hydrogen sensing performance of an AFM-written oxide line sensitized with
platinum and biased with 0.8 V, measured at room temperature. Each cycle
consists of 3 minutes exposure to H2 in dry air mixture (H2 concentration
given in the plot) followed by 12 min of air exposure.

Fig. 2.2 shows the sensing performance of a TiO2 nanowire, as it is described in
Paper II, for a larger concentration range of H2 in air. The response is reproducible
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and a concentration resolution of at least 0.2 % is possible. τS is faster compared to τR,
indicating different dynamics for incorporation and removal of hydrogen. This is not
surprising, since interstitial hydrogen in TiO2 acts as shallow donor [221,222] but can
also be trapped in deeper trapping sites [223]. The larger binding energy to these sites
causes the slow release [26].
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Figure 2.3: a) Comparison of the current change during 250 ppm H2 exposure in N2 and
dry air. b) Mechanisms that lead to an increase in conduction upon H2

dissociation on Pt, after [148].

Fig. 2.3 a) shows a comparison of one H2 pulse measured in N2 atmosphere and in
air. In N2 the curve exhibits single slope response kinetics. This is due to electronic
sensitization [148] [mechanism i) in Fig. 2.3 b)], i.e. (1) creation of an accumulation
layer by hydrogen acting as electron donors and (2) dissolution of H2 in the Pt particles
lowering its work function and the Schottky barrier between Pt particles and TiO2 (see
section 1.2). Dual slope response kinetics can be observed in the presence of O2 and
is explained by first chemical sensitization followed by electronic sensitization [148].
Chemical sensitization denotes the process in which activated hydrogen reacts with
oxygen that is chemisorbed on TiO2 [mechanism ii) in Fig. 2.3 b)] or on Pt [mechanism
iii) in Fig. 2.3 b)] to form water [135]. In both cases, trapped electrons are released and
the conduction is increased. It has been reported that chemical sensitization is visible
only for lower concentration ranges, while for larger concentrations mechanism i) is
dominant. Continuing diffusion of hydrogen to interstitial sites in the Pt, i.e. formation
of Pt hydride, may at some point oppose the trend of increasing conductivity and also
be accompanied by an expansion of the particle volume [148]. Formation of Pt hydride
might therefore explain the slight decrease in the current vs. time curve in N2 while H2

is still present.
There are also huge differences concerning the operating temperatures. Most devices

operate at relatively high working temperatures above 150 ◦C, where H2 diffusion and
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2.1. Gas sensing with TiO2

therefore the sensitivity is improved. An example is shown in Fig. 2.5, where an increase
in the temperature significantly improves the on/off ratio.

In humid conditions, a layer of chemisorbed OH groups forms on the TiO2 surface,
on which more layers of physisorbed water molecules can form, blocking the active
sites for hydrogen adsorption [18, 40]. This sensitivity decreasing effect can also be
counteracted by increasing the operating temperature, resulting in an increased H2O
desorption. Technically however, it would be desirable to avoid heating for reasons like
energy efficiency and safety, especially in environments containing high concentrations of
H2. A detailed study of the temperature dependent sensing performance of our devices,
i.e. Pt sensitized TiO2 in form of nanoporous structures and nanowires can be found
in Papers I and II. In both cases significant response signals were achieved at room
temperature even for very low (15 ppm) fractions of H2.
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Figure 2.4: Sample schemes of sputtered TiO2 structures sensitized for hydrogen sensing
via a) Pt deposition in the range of sub-ML to 3 nm layer, supposedly clusters,
b) a fivefold alternation of TiO2 (20 nm) and Pt layers (3 nm) with Pt layer on
top, c) usage of Pt as electrodes instead of Ti, with no further Pt deposition
on top of the TiO2, and d) a layer of co-sputtered TiO2 and Pt.

The gas sensing behavior is influenced by a variety of parameters. In most cases and
also in the structures used in this work, exposure to H2 causes a resistance decrease.
However, the opposite behavior can occur, i.e. a resistance decrease in response to
reducing gases, namely when the TiO2 changes to p-type behavior, for example by
doping. Zakrzewska and coworkers studied the grain-size dependence of gas sensing
properties in nanomaterials fabricated with TiO2 nanopowders [224] and in TiO2/SnO2

nanocomposites, where charge transfer from SnO2 to TiO2 occurs due to the formation
of a contact potential at grain boundaries [225]. Also the composition of anatase and
rutile, which can be tuned for instance by doping [64], annealing [40], or by sputtering
parameters [226], can have significant influence on the H2 sensing performance [64].
Anatase has been reported to have higher sensitivity towards reducing gases compared
to rutile, which may be due to its higher electron mobility and to the larger c/a ratio in
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the anatase lattice [see table 1.2 and Fig. 1.3 a)] which allows better accomodation of H
at interstitial sites [16,118].

As mentioned before, other geometries and TiO2 fabrication techniques were tested.
The objective was the query for fabrication procedures for larger numbers of sensor
elements compared to LAO fabrication, compatible to Si technology. A straightforward
method of choice is RF sputter deposition of TiO2 layers on top of SiO2. For this, the
sample geometry and layout were adapted, in order to reach a comparable film resistance,
since sputtered layers have in general a rather compact and uniform structure. A
resistance decrease by five orders of magnitude was achieved by usage of finger electrodes,
increasing the effective width by a factor of 5 · 103, and larger film thicknesses (200 nm).
An example is given in Fig. 1.17 (top right), where a sensor array of three TiO2 pad/Ti
finger electrode structures is shown, equipped with neighboring Pt meanders. The tested
approaches for the deposition of Pt are sketched in Fig. 2.4 with a simplified depiction
of the electrode geometry.

The deposition scheme in Fig. 2.4 a) is, as ever, a sub-monolayer up to 3 nm thick
layer of Pt on top of TiO2. The approach shown in Fig. 2.4 c), namely usage of Pt as
electrode instead of Ti with no further Pt deposition on top, allowed no or unsatisfactory
H2 detection, probably due to lower permeability and number of active sites available
for H2 adsorption. In contrast to this, the performance is significantly improved when
additional layers of Pt are available for H2 inside the TiO2 matrix, by alternating sputter
deposition of Pt and TiO2 as it is depicted in Fig. 2.4 b).
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Figure 2.5: Signal of a sensor pad consisting of alternating layers of sputtered TiO2 and
Pt in response to 4 % H2 pulses in dry air at 25 ◦C, 100 ◦C and 180 ◦C. The
sample was biased with 0.8 V.

46



2.1. Gas sensing with TiO2

Fig. 2.5 shows the response of a sputtered TiO2/Pt layer series to 4 % H2 in air.
Here, despite the compact texture, H2 seems to efficiently reach the additional Pt sites,
supposedly also with better coupling to the TiO2 bulk and charge transfer. The peaks in
the current in response to H2 exposure have a shape similar to the curves in Fig. 2.2 and
also the baseline current is of same order of magnitude. All current transients exhibit an
upwards drift with time, which can be attributed to incomplete hydrogen removal. When
substituting for oxygen in metal oxides, hydrogen bonds to surrounding metal atoms via
strong multicentre bonds [227]. Yet it is obvious by looking at the curve measured at
room temperature that the device cannot compete with the sensitivity of the nanowire.
Similar results can in principal be achieved by simultaneous co-sputtering of Pt and
TiO2 (Fig. 2.4 d). This way of fabrication, however, is less defined and mostly leads to
an increased baseline conductance. In order to reach better responses with TiO2 based
on sputter deposition further development work is necessary. In this regard, e.g. the
gig-lox technique has already been mentioned in section 1.3.1 for the improvement of gas
permeability by increasing the porosity.
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Figure 2.6: Measurement sequence on a sensor pad, like it is shown in Fig. 2.4 b), con-
ducted by neohysens. In the time interval 0-6200 s, the O2 concentration was
set to 20.9 % and the H2 concentration was varied in two sweeps. Afterwards
the O2 concentration was set to 10.45 % and the same H2 sweeps were done.
Simultaneously, the resistance of a neighboring Pt meander was recorded
to measure temperature changes. The sensor pad was biased with 0.8 V.
Measurements were done at room temperature.

Nevertheless, this special design allows an insight to other interesting points. Fig. 2.6
shows a measurement sequence on the alternating layer structure, which was done by
our cooperation partners at neohysens 1. Two sweeps of H2 exposure were done in 20.9 %

1D. Ostermann, H. Lüder and O. Hissel, neo hydrogen sensors GmbH
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and 10.45 % O2 in N2, respectively. To monitor local temperature changes in the sensor
pad during gas exposure, the resistance of a neighboring Pt meander was measured
simultaneously (orange curve). Also shown are the signals of the reference sensors for
H2 (purple curve) and O2 (magenta curve). It can be observed that under such small
voltages the saturation current does not show any signs of drift. The response to H2

clearly depends on the O2 concentration and for both O2 concentrations measured, the
relation between the H2 concentration and the current signal is non-linear. The meander
resistance increases noticeably upon interaction with H2, with a maximum change during
the 5 % pulse in the larger O2 concentration. At the same time, the H2 sensing signal
tumbles. For the sweeps at 10.45 % O2 the meander resistance increase is not that large
with a smaller maximum during the 2-3 % pulses. Most likely, these observations can be
interpreted as water forming via exothermic H2 oxidation (see section 1.2) competing
with the H2 detection and heating up the TiO2/Pt pad and the neighboring meander.
The maximum resistance change ∆R = 17.4 Ω =̂ ∆T ≈ 43 ◦C is enormous (the amplitude
in the figure is tripled for better visibility). Assuming water forming via hydrogen
oxidation with a reaction heat of 2.5 eV per product H2O molecule, the reaction process
happens in the order of 1010 times.2

2.1.2 Oxygen detection

During the last decades, oxygen sensors for various applications with a variety of different
performance characteristics have been developed. Ramamoorthy et al. [228] provided
an overview over the different materials and their applications and limitations. For
example, the material of choice in state-of-the-art high temperature potentiometric and
amperometric O2 sensors is yttria stabilized zirconia (YSZ). Resistive type metal oxides
are also used, mainly in the high temperature range. The general relationship between
the electronic conductivity σ of an oxide sensor and the oxygen partial pressure is [228]

σ = A exp
(

−EA

kBT

)

p(O2)
m (2.2)

where A is a constant and EA is the activation energy for conduction. The parameter m
is determined by the carrier type and defects. For the n-type TiO2 with oxygen vacancies
equations 1.8 and 1.9 apply and m = −1/6.

TiO2 based O2 sensors exist for various operating temperatures [152], among them
the already discussed Pt/TiO2 Schottky diodes that work at low temperatures. Most
bulk defect sensors, however, require heating far above 200 ◦C [41, 114]. Like the H2

sensors, the performance for O2 sensing also depends on the micro- and nanostructure
of the films [40, 41, 114,209]. The basic principle of detection is tracing the resistance
increase when TiO2 is exposed to O2. Oxygen vacancies and interstitial oxygen ions
work as electron donating states and permit adsorption of an oxygen ion layer or the
formation of additional donors near the surface [40]. This way, the resistance increases

2Assuming all the reaction heat goes into heating of the TiO2 volume of 200 nm · (700µm)2, with
c = 771.74 J/(kg · K), and the temperature change in the Pt meander and TiO2 are the same.
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due to reoxidation of the lattice according to the following equations [1, 40]:

O2(ads) + e– O–
2 (2.3)

O–
2 + e– 2 O– (2.4)

Fig. 2.7 shows the response of a TiO2 line that was biased with 1 V and was exposed
to 3 min pulses of 20 % O2 in N2 every 30 minutes. Oxygen in the ambient atmosphere
instantaneously increases the resistance. When the chamber is flooded with pure nitrogen,
the current slowly recovers. As can be seen in the figure, the long recovery time leads to
a drift of the sensor signal during a pulse series of O2 at room temperature, indicating
reoxidation of the formerly reduced oxide. For these types of measurement sequences,
the leveling of the device towards the balance current takes one whole day. When O2 is
absent, the recovery takes much longer to regain the original resistance compared to H2,
because reduction happens on much larger timescales [16]. In this picture, the leveled
resistance oscillations here starting from around 25 h are mainly due to adsorption and
desorption processes at the surface. This way, also the O2 pulse duration determines
the leveling time. Drift effects are a known problem and make it hard to detect low
concentrations of O2 [40].
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Figure 2.7: Current vs. time during a sequence of 3 min exposures of 20 % O2 in N2,
measured at 1 V bias and 100 ◦C. The long recovery time is attributed to
re-oxidizing of the oxide and causes a downwards drift that takes several
hours to balance out.

Various studies on the enhancement of O2 sensors by usage of noble metals for
catalytic activation can be found in the literature. Many focus on the improvement of the
sensitivity and a reduction of the response time. It is known that O2 dissociatively and
molecularly adsorbs on the Pt (111) surface and even forms (2×2) overlayers of atomic
oxygen [137–139]. Surprisingly, we did not find any improvement in the O2 sensing by
usage of Pt particles compared to pure TiO2 nanowires, probably due to the large number
of already available surface binding sites for O2 on TiO2 in the presented geometry. Nb
doping of TiO2 allows ‘low’ temperature (190 ◦C) operation of oxygen sensors [229]. The
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grain size of rutile, which is generally larger than the space charge layer [40] can also
be controlled by doping with Nb. Furthermore, there are reports about the usage of
the synergetic effect [102] that arises by combining TiO2 with other oxygen sensitive
semiconductor materials like V2O5 or CeO2 [40] or by variation of the anatase and rutile
composition.

Unexpectedly, we found that deposition of very small amounts of gold significantly
increases the response S to O2. Also, illumination of the sample with UV light during
the measurements not only increased the response, but also leads to much faster recovery,
which may be explained by hole-induced photodesorption of chemisorbed oxygen [230].
Wang et al. [42] reported that exposure of photoactive TiO2 thin films to UV light
improves the reactions of adsorbed surface oxygen and thus the O2 sensing performance.
Fig. 2.8 shows the current signal of a TiO2 nanowire during pulses of 3 minutes duration
in which the sample is exposed to 20 % O2 in N2. The oxide line was sensitized via sputter
deposition of Au for ten seconds at a sputtering rate of 0.05 Å/s. Under illumination
using a UV diode (375 nm, 12 nm BW), much shorter times are needed for current
leveling. Also, high temperatures improve the on/off ratio of the current. In Fig. 2.9
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Figure 2.8: Oxygen sensing performance of AFM written oxide line sensitized with gold
under UV illumination. One cycle consists of three minutes exposure to 20 %
O2 in N2, followed by a 30 min exposure to pure N2. Measurement cycles
were done at temperatures between 25 ◦C and 180 ◦C at 1 V.

the effects of UV illumination, Au deposition and temperature increase on the sensor
response S are summarized for two concentrations of O2. Interestingly, the response to
100 % O2 is on average increased by around one order of magnitude compared to the
20 % response. This is on the one hand intuitively expected, but on the other hand it
contradicts some of the reports [40]. Also, a non-linearity of the response with increasing
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temperature has often been reported. For 100 ◦C, UV illumination improves the response
by a factor of almost ten, the effect of Au deposition is a little smaller but still clearly
visible. Surprisingly, upon additional deposition of ≈ 2 nm Au on the nanowire, this
improvement is reversed and no difference in S compared to the unsensitized nanowire
was found. Naturally the question rises, why Au deposition has such an influence on the
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Figure 2.9: Response S of a TiO2 line during exposition to O2 gas. Effect of sensitization
with gold and illumination with UV light is shown for varied temperatures
and two concentrations of oxygen. Measured in dry nitrogen under 1 V bias.

O2 sensing and especially, why the response degrades again for larger amounts of Au. As
TiO2 is irradiated with UV light, it undergoes charge separation whereby electrons are
lifted into the conduction band and holes are left behind in the valence band.

TiO2 + hν TiO2 (eCB , hVB) (2.5)

TiO2 particles with accumulated charge upon UV irradiation are reported to exhibit
blueish coloration [231]. Although the majority of the charges recombine, a fraction
can get trapped, for instance on surface vacancies. It has been reported that holes are
scavenged e.g. by ethanol, while electrons also get trapped at Ti4+. In air however,
dissolved oxygen acts as scavenger for the photogenerated electrons according for example
to equations 2.3 and no charge accumulation can be found [158]. It is known that Au
catalysts can oxidize molecules such as CO at room temperature and even below,
although flat Au or TiO2 alone are not particularly active for CO or O2 adsorption [1].
As mentioned before, O2 shows strong interactions only with defects. A review about
catalysis by gold was given by Bond and Thompson [232]. They report, that reactant
molecules cannot chemisorb to the massive gold in any useful extent. For catalytic
activity, e.g. for the oxidation of CO, forming of gold into very small particles with an
adequate number of low-coordination surface atoms is necessary.

Diebold [1] summarized the conditions determining the catalytic activity of Au on
TiO2. First, Au must be in the form of small (<5 nm) particles, although there seems
to be a minimum cluster size necessary for activity. Due to a quantum size effect, the
particles do not have metallic character; the smallest clusters exhibit a bandgap of
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>1 eV [233]. Secondly, the clusters need the right type of substrate, for which e.g. SiO2

and TiO2 are suited well. Special relevance for the activity was attributed to sites in
the area between cluster and support [233, 234], also interaction between them might
cause lattice strains in Au. Another important role plays the preparation technique and
resulting coupling between the Au particles and TiO2. It is noteworthy that in contrast
to Pt / TiO2, see section 1.2, there is no evidence for SMSI in the Au / TiO2 system.

As has been shown by SPM measurements [182], gold films of a nominal thickness of
about 0.5 nm result in island-like structures and typically become electrically continuous
at a thickness of about 5 nm. A detailed study on the growth and morpholgy of Au
clusters on TiO2 can be found in Refs. [233, 235]. Although we have no experimental
proof, we assume that Au may form clusters of quasi-2D morphology on the nanowire,
with the nominal thickness of deposited Au of around 0.5 ML (1 ML = 0.23 nm) [233]. It
is assumed that low-coordinated Au atoms in small particles might be responsible for
the activation of O2.

A number of studies [158,231,236] have investigated the effect of Au nanoparticles on
TiO2 and their unique mediating role of storing and shuttling photogenerated electrons.
When Au nanoparticles come into contact with TiO2 that has been charged by UV light,
the high electron accumulation and following charge equilibration leads to a shift of
the apparent Fermi level towards the bottom of the conduction band. An increase in
the charge separation efficiency in the redox activity from 52 % to 89 % was achieved
by usage of Au nanoparticles on TiO2 particles [158]. The results depicted in Fig. 2.9

Figure 2.10: Scheme of Fermi level equilibration in a TiO2/Au composite. Reprinted
with permission from Ref. [231]. © (2003) American Chemical Society.

may be explained on the basis of these findings: The response of pure TiO2 under UV
irradiation (orange open dots) is increased compared to S in the dark (blue open dots),
because most of the photogenerated electrons that cause an increased baseline current
in N2 are scavenged by oxygen adsorbates when O2 exposure starts. Assuming that no
OH or redox species are present on the surface to which electrons can be transferred,
the Au particles might act as storage for electrons. It has been reported that storage of
electrons in Au happens in a quantized fashion [231] and is facilitated by double layer
charging around the Au particle. The increased response of TiO2 sensitized with Au
(filled blue dots) can be interpreted as an increase of the capacitance and filling of the
accumulation layer during N2 exposure. A release from the Au particles and injection
into shallow traps is thinkable, as it was reported for electrons from hydrogen spilled
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over Au nanoparticles [237]. The effect is even more pronounced under UV illumination
(filled orange dots), where a larger number of photogenerated electrons may exploit the
extra storage space offered by the Au particles.

The fact that the response increasing effect disappears for additional Au deposition
may be attributed to both, the particle size and number, if we assume an unknown
size distribution of Au nanoparticles. As mentioned above, it is widely known that
the size of Au particles is related to their catalytic activity [234]. Subramanian et
al. [158,236] and Jakob et al. [231] found that the particle size is a determining factor for
charge transfer and the overall energetics of the TiO2/Au system. For instance, smaller
Au particles (3 nm) cause a larger shift of the Fermi level of 60 meV than larger ones
(8 nm, 20 meV) [236]. Also it is postulated that more oxygen adsorbs on smaller Au
nanoparticles [233,234]. Moreover, a maximum of the photocurrent was measured for
concentrations of 2.2 % (wt. Au/wt. TiO2) [158].

To some extent, noble metals like gold and Pt react with oxygen and TiO2 [115,157–159].
Upon these reactions thin layers of Au2O can form [115] which leads to deterioration
of the photocatalytic activity [157,160,236]. In particular, photocatalytic oxidation of
Au was reported to lead to formation of Au+ at the TiO2/Au interface [158]. These are
likely to serve as recombination centers and can lead to a net loss of electrons during
long term UV illumination. Such long term detoriation can be the reason for the slight
downwards drift of the current in Fig. 2.8 as time goes by. Another possible explanation
is an increase in the particle size caused by coalescence [233, 235]. When clusters of
quasi-2D morphology (0.1-2.5 ML) grow and become 3D-spherical they lose their non
metal properties.

Hitherto, the most prominent and widely studied reaction enhanced by Au nanoparticles
is the oxidation of CO [157,234,238], although Au/TiO2 composites were also used in the
detection of other substances like catechol [239]. CuO/TiO2 composites, functionalized
with Au nanoparticles, were used for resistive sensing of flammable gases like ethanol,
ozone and hydrogen [240].

Macak et al. [241] made use of Au particles on TiO2 nanotubes as catalyst for electro-
chemical oxygen reduction. They successfully demonstrated a significant improvement of
τS and S in the detection of oxygen in aqueous solutions with Au. The results reported
here have shown that our Au/TiO2 systems have the potential for room temperature O2

sensors.

2.2 Electroforming in TiO2

Although resistive switching and electroforming in TiO2 have lately attracted much
attention, but due to the variability and complexity of the system, not all questions
concerning the underlying processes have been answered. In Refs. [51, 66] Waser and
coworkers relate the status quo of models and collected data on resistive switching in
TiO2 systems with experimental findings of the recent years. The following mechanisms
that may be of global or local nature, e.g. of filamentary type, and may possibly appear
as a combination, are attributed to resistive switching [53,73,77]:

1) the valence change memory (VCM) effect denotes mechanisms of electrochemical
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type, e.g. diffusion of ions and valence changes in the Ti sublattice;

2) the thermo chemical memory (TCM) effect, e.g. thermally induced and assisted
formation and rupture of filaments;

3) mechanisms of pure electronic nature;

4) phase transitions, e.g. transitions between the oxygen deficient stoichiometric
titanium dioxide TiO2−x and Magnéli phases TinO2n−1.

In many reported resistive switches based on titania, mechanism 4) is essential, where
the switching is related to reversible insulator-metal transitions (IMT). Above a value of
x ≈ 0.001 for the oxygen deficiency, the material undergoes structural transformations
during which the concentration of point defects and their ordering can change dramatically,
and a new material of other stoichiometry is formed. Szot et al. [51] describe the formation
of different shear planes for increasing x via interaction of shear plane defects. These
drastic modifications in the crystal structure are accompanied by just as dramatic changes
in the electronic structure, when the band insulator TiO2 (x ≈ 0) is transformed into the
metallic type Ti4O7. The direct transition from TiO2 to Ti4O7 is, however, improbable.
Instead a stepwise phase change via the homologous series of Magnéli phases (see Fig. 1.6)
is thermodynamically more favorable [51]. The transformation towards larger x requires
reducing conditions and the ability of oxygen atoms and VO to migrate [242]. With
decreasing O/Ti ratio the diffusion of oxygen increases and likewise does the conductivity
of the material in the range of Magnéli phases, as is shown in Fig. 1.7. In the figure it
can also be seen, that the conductivity of Ti2O3, which strictly speaking is not a Magnéli
phase (4 ≤ n ≤ 10), is at least three orders of magnitude lower than that of Ti4O7. This
is the crux for the switching mechanism with large signal margins. From the starting
point of maximum conductivity as the ON state, which is Ti4O7, the material can be
switched to the OFF state with orders of magnitude lower conductivity via both further
reduction or oxidation.

To transfer the sample from nearly insulating TiO2 into a higher conductive state, e.g.
with Magnéli phases, an initialization step is necessary (in contrast to the definition of
the term in this work, see section 1.1, this step is often referred to as electroforming or
soft-breakdown [49,51,52,70,71,75]), meaning a one-time exposure to highly reducing
conditions to produce VO. This can be done with a chemical gradient, i.e. low oxygen
partial pressure, and electrical stimuli, i.e. polarization by applying a voltage or a
current. It has been shown by means of X-ray analysis that exposure of a TiO2 single
crystal surface to very low p(O2) (10−20 mbar) at high temperatures (1200 ◦C) causes
a ‘hierarchical transformation’ from TiO2 to Magnéli phases with n=6-9, where the
average n increases with the depth [51]. The transformation can be reversed when the
sample is exposed to oxidizing conditions. It is furthermore noted that the surface layer
and extended defects that serve as reaction sites play an important role in the oxygen
exchange processes. A large surface to volume ratio, like it is given, for example, in our
nanowires and on-chip oxidized thin films, facilitates the reduction. Release of large
oxygen amounts during additional exposure to an electric field (106 V/m) was observed as
‘bubbles’ and blueish coloration [242], suggesting valence changes from Ti4+ to Ti3+ [51]
and thus electrochemical reduction of the material. It was experimentally excluded via

54



2.2. Electroforming in TiO2

studies in vacuum [75] that interaction with ambient oxygen plays a role for bubble
formation. O2– ions in the film drift towards the anode, where they are discharged,
thereby evolving O2 gas leading to physical deformation and cracking of the films [75],
which is generally a problem. When the oxygen gas is trapped under the film layers and
cannot leave the structure because the gas pressure is too small to crack the film, it can
also be reincorporated via electrochemical reactions [75] when the polarity is reversed.
The important mechanism during electroreduction is that the created VO accumulate,
align to extended defects and form conductive paths inside the bulk. It was found that,
due to the smaller bulk part in very small structures (e.g. 4 nm thick layers [75]), the
electroreduction step can be eliminated. Another way to avoid the neccessity of this
step is to implement conductance channels during fabrication, e.g. by introduction of
highly reduced TiO2−x [75]. The local character of electroreduction can differ along the
surface regions and an asymmetry is introduced during the process: especially after ‘soft’
reduction, which means that not all parts of the crystal are transferred into a resistance
state of a few Ohms yet, the interface close to the anode dominates the resistance [51].
After ‘heavy’ electroreduction, during which the resistance can decrease by 13 (!) orders
of magnitude, this asymmetry can be observed, for example, as hysteresis, but not before
the sample is exposed to oxygen again. This implies that depending on the polarization
one electrode/oxide interface, which is less reduced due to remaining oxygen anions, can
be dominant in the resistive switching and the other regions are not involved.

The majority of models describe the aggregation of point defects to extended defects,
implying effects of type 2) and 4). It was found that resistive switching in TiO2 is often
closely related to reversible formation and rupture of conductive Ti4O7 nanofilaments
during voltage or current application [50–53]. These filaments can appear as conducting
spots in conductive AFM measurements during resistive switching. Choi et al. [52] stated
the possibility of formation of very thin filaments by alignment of point defects, which
gather together and form even stronger filaments when the material is transferred into
the LRS. This is also referred to as filament multiplication model. It is assumed that
filament forming might be triggered at local defects or protrusions at one TiO2/electrode
interface and occurs stepwise: an applied current will be concentrated in a conducting
path, formed from gathered point defects. The generated heat enhances motion of more
point defects in the vicinity, which form new tiny filaments, in turn creating more heat
and more point defects that can fill up the space between the network of tiny filaments.
As a result, filaments of larger diameter emerge and can grow fast, connecting cathode
and anode (LRS). Finally, when the current reaches a threshold limit and too much
heat is generated, the conducting path is ruptured and the device state turns into HRS.
In this case the transition from LRS to HRS is marked by an abrupt increase in the
resistance at Voff while the transition from HRS to LRS can be smoother. Kwon et
al. [50] experimentally confirmed forming of Ti4O7 Magnéli phase filaments via HR-TEM
combined with in situ I-V measurements during resistive switching.

It was noted however, that resistive switching can also be based on the ‘non-conducting’
area, meaning the area between the conducting spots, that also has a few times higher
conductivity in the HRS. This can be due to non-completed filaments contributing to
the leakage current or just by variation of the point defect density in different areas [52].
Choi et al. [52] also stated, that the low area-density of filaments (few tens per µm2)
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must mean that in devices of <100 nm size the resistive switching necessarily depends on
the non-conducting area, yielding smaller signal margins (≈ 5) compared to filamentary
resistive switching (≈ 103), which is still sufficient for operation in memory cells. On the
other hand, multiple filaments may detoriate the reproducibility of resistive switching [50].

�✁ ✂✁

Figure 2.11: Scheme of proposed models for resistive switching via a) formation and
rupture of highly conducting filaments; and b) changes in an interface-
type conducting path. Both figures reprinted from Ref. [53], © (2008) with
permission from Elsevier.

Concerning mechanism 3) it was pointed out that a defect density of 1019/cm3, which
is <1 % of the total ion concentration, is enough to significantly change the resistance
of TiO2 [52,70]. Therefore the distribution of vacancies leading to regions of TiO2 and
oxygen deficient TiO2−x must play an important role [49]. Now, heavily doped TiO2

with a lot of vacancies [107] typically makes ohmic type contacts with metals, while
Schottky-like interfaces form in the case of low doping [75, 156]. (This is, however,
not always the case. Recently Lee et al. [243] found seemingly anomalous behavior in
Pt/Nb:SrTiO3 cells, where larger VO concentration underneath the electrode resulted
in a higher interface resistance, contrary to this principle.) Two of such metal/oxide
interfaces influence the transport and so the current-voltage characteristics of the device.
Yang et al. [49,70,75] were able to identify the effects of single interfaces by clever sample
design and VO profile engineering. They found that mainly the location, the distribution
and the concentration of VO control the conductance, the rectification behavior and the
switching polarity [49]. More precisely, the blocking interface is dominant for electrical
transport. In addition, the switching is heterogeneously localized in conductance channels
that form when VO drift in the electric field along favorable diffusion paths such as grain
boundaries [49]. This way, the device is switched ON when a voltage is applied causing
the filaments to penetrate the interface barrier and is switched OFF with opposite
voltage polarity (bipolar switch). Their model can therefore be seen as an expansion of
the filament model [see Fig. 2.11 a)] taking changes in the interfaces into account [see
Fig. 2.11 b)] and is also referred to as parallel conduction model.

Fig. 2.12 shows a diagram of device states describing the possible operations with
devices consisting of two metal/oxide junctions in series. The four possible quasi-static
‘field configured’ [49] states are the forward or reverse rectifier, the shunted rectifier and
the head-to-head rectifier. The latter two are characterized by symmetric I-V plots, but
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the shunted rectifier typically has a lower resistance. Drift towards or away from an
interface depends not only on the voltage polarity, but also on the as-prepared VO profile,
i.e. the distribution of TiO2 (orange) and TiO2−x (yellow) [70]. For example, the forward
rectifier can be shunted when a negative voltage (red) is applied to the top electrode.
During the transition, the bottom interface remains ohmic, while positively charged VO

are pulled towards the top electrode, changing the top interface from Schottky-type to
ohmic. In contrast to shunting and opening, the inverting process needs changes at both
interfaces. A direct transition from shunted rectifier to head-to-head rectifier has not
been observed so far, for the simple reason that this would mean that VO drift in two
opposite directions simultaneously [49]. Jiang et al. [71] in the same model describe that
the voltage amplitudes of both polarities can dictate the initial ON or OFF state and
lead to varied switching behavior. For example, a large enough negative voltage on the
top electrode can also lead to a depletion of the bottom electrode after the conductive
channel has been formed, when the high electric field pulls away VO from the bottom
electrode. This would result in an OFF state after forming and the switching occurring
at the bottom electrode.

Figure 2.12: Device states of two dynamic metal/semiconductor junctions operated in
series. VO drift towards or away from an electrode, depending on the as-
fabricated VO profile in the oxide and on the voltage polarity. Reprinted
with permission from Ref. [70], © (2009) Wiley-VCH.

For the interpretation of EF behavior in our micron-scale structures, as they are
shown in Fig. 2.1 a), a model was applied in which regions of differing conductivity are
redistributed inside TiO2 in response to electric fields. The scheme is sketched in the
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insets of Fig. 2.14 and can be understood in terms of both, a single filament or the
whole oxide volume. In the supplement to Paper I, additional simulations are presented,
confirming that the approach can be extended to a set-up of multiple filaments circuited
in parallel and the results are in good agreement with the measurements. Before the EF
experiments in Papers I and II were carried out, the samples were initialized by heating
to 180 ◦C in N2 or N2/H2 to create oxygen vacancies. This process can be understood in
terms of ‘soft’ electroreduction. To create comparable initial conditions a large negative
voltage of -30 V was applied to one electrode (Pt in Fig. 2.14 and Paper I) in order to
accumulate the generated vacancies at one interface. The sweeping and DC voltage were
chosen in such a way that EF would be well observable on the measurement timescales.
The main phenomenology of EF in the experiments is that during application of a voltage,
smaller than the accumulation voltage but of opposite sign, the conductivity (measured
current) increases with time until a maximum is reached, which is interpreted as LRS.
In simulations the behavior was replicated by an expansion of the oxygen vacancy rich
region of higher conductivity σ2 at the expense of the initially larger oxygen vacancy poor
region σ1. This state can be kept with relatively long retention time. At some point the
resistance starts to slightly increase again but at much larger timescales than the initial
decrease requires. The reason for this is not yet clear; In our model a finite reservoir of
vacancies was assumed to be present after initialization. When this reservoir is gradually
being depleted a third phase of lower conductivity σ3 than the other phases is assumed
to slowly expand into the volume, as is depicted in the inset of Fig. 2.14 b). For details
on the measurements, the applied model and simulation parameters the reader is referred
to Paper I.

Some of our observations gathered in EF experiments with the micron-scale structures
[Fig. 2.1a)] and nanowires [Fig. 2.1b)] indicate that the processes underlying the resistance
changes differ in the two types of samples. These differences argue against resistive
switching in the nanowires being dominated by highly conducting filaments of large
diameter. First of all, the LRS of the nanowires (108 − 109 Ω) as it is described above is
not as low-resistive as it was observed in the micron-scale samples (105 − 106 Ω) and as
it was reported for other TiO2 resistive switches (e.g. after heavy electroreduction) [51].
It may be possible that the reduction state is not sufficient to form Magnéli phases on
large scales. The initial resistance might be decreased further via reduction in even more
reducing conditions, e.g. in UHV, higher temperatures and for longer durations combined
with larger electric fields. An increase of the temperature, however, is limited, since the
Ti thin films run the risk of being easily thermally oxidized. Consequently, although
the same qualitative phenomenology was observed in micron samples and nanowires,
they differ significantly in their on/off ratio and also in the timescales needed for EF.
While in the micron samples signal margins RHRS/RLRS of 102 − 103 are reached after
tEF ≈ 1 − 2 h at 3 × 106 V/m, a margin of only 10-30 during far more than 10 h at
4 × 107 V/m was reached in the nanowires. It should be noted that the micron samples
reach comparable [49,51,75] or even larger margins than some reported values for very
similar structures [78]. We ascribe this difference to the structural properties resulting
from highly different fabrication procedures, e.g. the nanowires have most likely a much
higher density and may possibly have a completely different crystal composition than
the porous TiO2 fabricated by electrochemical anodization. Yang et al. [70] similarly
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observed that larger voltages for EF are required when the sample is downsized to a few
tens of nanometers of more resistive oxide, which they attributed to the enhancement of
EF by Joule heating due to higher currents in the thicker and more conductive structures.
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Figure 2.13: Energy diagram of the metal electrode / oxide interface. A low VO con-
centration maintains the rectifying Schottky barrier between Pt and TiO2

(left), whereas Ti produces a high concentration of VO at the interface and
the Schottky barrier collapses producing ohmic contacts (right). Reprinted
by permission from Nature Springer Ref. [49] © (2008) Macmillan Publishers
Ltd.

Furthermore, we assume that both metal/oxide interfaces in the Ti/TiO2/Ti nanos-
tructures are less sensitive for changes in the vacancy density. It has been reported that
the chemically active Ti reduces TiO2 and produces vacancies that accumulate at the
interfaces to TiO2 [49]. As a result of this VO accumulation, and in addition the lower
work function of Ti, the Schottky barrier at both interfaces decreases and so does the
electric field when a voltage is applied, causing a much lower VO drift velocity in the
interface region. This is schematically shown in Fig. 2.13. Therefore, the resistance
change in the nanowires is presumably bulk-dominated resulting in larger timescales.

Finally, no abrupt changes are observed marking a transition from the LRS towards
increasing resistance (without polarization reversion) as it would be expected from
rupture of large diameter filaments at metal/TiO2 interfaces [52]: the curves in Fig. 2.14
show how the current first gradually increases upon positive voltage sweeps between 0
and 10 V [Fig. 2.14 a)]. This can be accelerated by sweeping the voltage around higher
values without going back to 0 V [Fig. 2.14 b)]. The resistance decreases until a minimum
is reached (meeting point of orange and violet curve) from which a much slower resistance
increase is registered. Such a smooth inversion of resistance change indicates that the
underlying process is rather homogeneous. It should be noted that the ‘real’ LRS to HRS
transition is achieved by applying a negative voltage to Pt in the macro samples, and
this transition happens at much shorter timescales. On the basis of these observations
the assumption seems probable that in both systems the resistance change is caused by
vacancy migration. In the macro samples these may possibly even involve a distribution
of a large number of very thin filaments. The microscale processes that determine
the observed phenomena during EF are not clear and were not further experimentally
pursued in this work. The structures in planar geometry could be suitable for LC-AFM

59



Chapter 2. Electroforming as disruptive phenomenon

or STM, as it has been reported for structures of comparable geometries in measurement
set-ups of tunable pressure and gas atmosphere [51]. For investigations of this type on
the macro samples, the Pt top electrode has to be removed, e.g. by etching [52], or
delamination [75] without damaging the interface of interest.
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Figure 2.14: Electroforming in Pt/TiO2/Ti structures and interpretation in the picture
of moving vacancies (insets, reprinted from Ref. [54], with the permission
of AIP Publishing). a) After initialization (generation and accumulation of
vacancies at Pt), application of positive voltage sweeps to the Pt leads to
an expansion of the vacancy rich, more conductive (σ2) region, decreasing
the resistance. b) Sweeps around even more positive voltages first lead to
a minimum resistance (LRS at full expansion of σ2 region), followed by a
slower resistance increase as a less conductive σ3 area expands.
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2.3 Electroforming during gas detection

One of the main findings in Paper I is that progression of EF occurs faster when the
device is exposed to H2 compared to EF in N2. This acceleration of EF concerns both,
the time that is needed to reach the point of current saturation and the smaller current
decrease afterwards (blue curve in Fig. 2.15).
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Figure 2.15: Applying a high voltage (10 V) to a Pt/TiO2/Ti sandwich structure causes
the current to increase with time due to electroforming (blue curve), while
with a low voltage applied no changes arise in the current transient at
the observed timescale (red curve). In the inset, our model of a single
fiber is depicted with a vacancy profile that results in regions of different
conductivity. Also shown are the contributions of oxygen vacancies σO

i and
hydrogen doping σA. Figure adapted from Ref. [54].

In addition, an unexpected increase in the resistance is observed when H2 is offered,
manifesting itself in two different ways: First, when EF starts and the sample is in a state
of increasing conductance and H2 is offered for the first time, which would normally also
cause a conductance increase due to OH-doping, surprisingly the combination of EF and
H2 causes a reaction with opposing effect on the conductance. With more H2 exposure
this effect is at some point compensated and disappears. The second way this effect
is constituted is during the regime of EF with slightly increasing resistance, where H2

exposure causes a gradual and irreversible current decrease. The applied model of a single
fiber undergoing EF, that was already mentioned in the last section and depicted in the
insets of Fig. 2.14 is based on the assumption that the conductivity is affected differently
by regions of differing VO doping level. Now the phenomenology of accelerated EF was
reconstructed in simulations assuming that in each phase i the conductivity is the sum
of a VO generated component σO

i and a phase independent component due to hydrogen
doping σA, as it is depicted in the scheme of the fiber in Fig. 2.15. The additional
resistance increase during the two different stages of EF was integrated assuming that
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Chapter 2. Electroforming as disruptive phenomenon

H2 decreases the doping density and conductivity of the reduced phase σO
2 while the

other phases with less VO are unaffected. While this model qualitatively reproduced
all observations from the experiments, it is not clear by which mechanism hydrogen
decreases the doping density. This issue is further discussed in Paper I.

The nanowires investigated in Paper II exhibit striking analogies to the behavior
reported in Paper I, although the contacting, geometry and structure of the TiO2 differs
significantly from the micron-scale devices. We conclude from this, that incorporation of
atomic hydrogen and EF in TiO2 are interdependent in a universal way. For instance,
the device size and fabrication are not critical, and the effects are not incidentally limited
to devices with a large Schottky barrier at one or at both metal/oxide interfaces.
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Figure 2.16: Current transients of a TiO2 nanowire exposed to pulses of 20 % O2 in N2

during EF, with the sample a) illuminated with UV light for 1 V and 10 V
bias (multiplied with the factor 0.12 for better visibility) and b) in the dark
for 10 V bias. All measurements were carried out at room temperature.

Furthermore, we learn from this that when the devices are operated as sensors for
H2 gas, it is advisable to chose operating voltages below the EF threshold. On the one
hand, upwards or downwards drifts of the baseline signal are avoided this way, and on
the other hand the sensor response is not superimposed and thus degraded with the
conductance decreasing effect described above.

Although exposing the samples to high fields and O2 simultaneously turns out as
superposition of EF and the usual O2 sensing response without unexpected effects, this
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advise of low operation voltage applies also for our O2 sensor element. As discussed in
section 2.1.2, irradiation with UV light improves the O2 sensor response significantly.
Balancing of the baseline is fast or not even necessary under illumination during pulsed
O2 exposure at low voltages. This can be seen in the grey curve in Fig. 2.16 a), especially
when compared to Fig. 2.7. In the EF regime the increase in the baseline takes longer to
reach saturation during UV illumination than in the dark, as can be seen by comparison
of the blue sensing curves in Fig. 2.16 a) and Fig. 2.16 b). This is not surprising, since
UV light is known to produce vacancies by increasing the oxygen excorporation rate.
For the same reason, the recovery is much faster under illumination when the sample is
exposed to N2. This may prolong the EF duration compared to O2 exposure in the dark,
where VO are healed and ion migration eventually ceases.
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Paper I Interdependence of electroforming and

hydrogen incorporation in nanoporous titanium dioxide
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✇❥❲q ❋❯✐❋◆❅ ❴❢❅ ④❋⑦⑧ q❘❴❲❋r③ ⑨⑩ ❶❷❸❹ ❺❻❼ ❼❽❾❿➀➁➂➀➃➄ ➅➅➆③ ➇❢❴❴❫➈➉➉◆r③◆❥❋③❥❲✈➉❬❩③❬❩➊❵➉❬③➋❦❬➌❩❵➋➍

④❋❴❘❯❋❱q ◆❋❥r❋◆❅ ❋✐ ❥❯❅ ❥✇ ❴❢❅ q❥✐❴ ❋❯❴❅❯✐❅❣❳ ✐❴❱◆❋❅◆ q❅❴❘❣
❥r❋◆❅✐ ❋❯ ❫❲❅✐❅❯❴ ❲❅✐❅❘❲❇❢③➎➏⑧ ④s❥ ❋q❫❥❲❴❘❯❴ ❫❲❥❫❅❲❴❋❅✐ ❥✇ ④❋⑦⑧
❘❲❅ q❅q❲❋✐❴❋❏❅ ♣❅❢❘❏❋❥❲t ❘❣✐❥ ⑤❯❥s❯ ❘✐ ❅❣❅❇❴❲❥✇❥❲q❋❯✈t➐Ð➑ ❘❯◆
✐❴❲❥❯✈ ❲❅✐❫❥❯✐❅ ❴❥ ❅r❫❥✐❱❲❅ ❥✇ ❏❘❲❋❥❱✐ ❘❴q❥✐❫❢❅❲❋❇ ✈❘✐❅✐③⑧➏➒Ð➓

④❢❅✐❅ ❅✇✇❅❇❴✐ ❢❘❏❅ ✐❥ ✇❘❲ ♣❅❅❯ ✐❴❱◆❋❅◆ ❥❯❣❳ ❋❯◆❅❫❅❯◆❅❯❴❣❳ ❥✇
❅❘❇❢ ❥❴❢❅❲③ ❧❯ ❋❯❴❅❲◆❅❫❅❯◆❅❯❇❅ s❥❱❣◆ ❯❥❴ ❥❯❣❳ ♣❅ ❥✇ ✇❱❯◆❘⑥
q❅❯❴❘❣ ❋❯❴❅❲❅✐❴ ♣❱❴ q❘❳ ❘❣✐❥ ♣❅❇❥q❅ ❲❅❣❅❏❘❯❴ ✇❥❲ ❘❫❫❣❋❇❘❴❋❥❯✐③
→❥❲ ❅r❘q❫❣❅t ❅❣❅❇❴❲❥✇❥❲q❋❯✈ q❘❳ ♣❅ ❥❯❅ ❲❅❘✐❥❯ ✇❥❲ ◆❲❋✇❴ ❅✇✇❅❇❴✐
❋❯ ✈❘✐ ✐❅❯✐❥❲✐ ❥❲ ❴❢❅ ❇❥❱❫❣❋❯✈ ✐❴❲❅❯✈❴❢ ❥✇ ❘❯ ❘❲❴❋Þ❇❋❘❣ ✐❳❯❘❫✐❅➎➣

q❘❳ ♣❅ ❇❥❯❴❲❥❣❣❘♣❣❅ ♣❳ ❘❴q❥✐❫❢❅❲❋❇ ❘◆◆❋❴❋❏❅✐③ ↔❅❲❅t s❅ ✐❢❥s
❴❢❘❴ ❯❘❯❥❫❥❲❥❱✐ ❴❋❴❘❯❋❱q ◆❋❥r❋◆❅ Þ❣q✐➎➎Ð➎➐ ✐❢❥s ✐❱❇❢ ❘❯ ❋❯❴❅❲⑥
◆❅❫❅❯◆❅❯❇❅ ❥✇ ❢❳◆❲❥✈❅❯ ❋❯❇❥❲❫❥❲❘❴❋❥❯ ❘❯◆ q❅q❲❋✐❴❋❏❅ ❅✇✇❅❇❴✐③

❧ ❇❥qq❅❲❇❋❘❣❣❳ ❘❏❘❋❣❘♣❣❅ ④❋ ✇❥❋❣ ❃❫❱❲❋❴❳ ❦❦③➊↕♠ ❋✐
❘❯❥◆❋❇❘❣❣❳ ❥r❋◆❋➙❅◆ ❘❴ ❲❥❥q ❴❅q❫❅❲❘❴❱❲❅ ❋❯ ❘ ✐❥❣❱❴❋❥❯ ❥✇
➌❭↕ ↔⑧➛⑦➜ ❋❯ ➝♥ s❘❴❅❲ ⑤❅❫❴ ♣❅❣❥s ❵❩ ➞➟③ ④❢❅ ❥r❋◆❘❴❋❥❯
❏❥❣❴❘✈❅ s❘✐ ❋❯❇❲❅❘✐❅◆ ❋❯ ✐❴❅❫✐ ❱❫ ❴❥ ❬❭❩➠③➎➜ ④❢❋✐ ❫❲❥◆❱❇❅✐
❘ ❯❘❯❥❫❥❲❥❱✐ ❥r❋◆❅ ❣❘❳❅❲ ❥✇ ❭ ➡q ❴❢❋❇⑤❯❅✐✐t ❇❥q❫❥✐❅◆ ❥✇ ❘
q❋r❴❱❲❅ ❥✇ q❥✐❴❣❳ ❲❱❴❋❣❅ s❋❴❢ ❘ ✐q❘❣❣ ❘◆q❋r❴❱❲❅ ❥✇ ❘❯❘❴❘✐❅③➎➐

④❢❅ ❥r❋◆❅ ✐❱❲✇❘❇❅ ❋✐ ❇❥❘❴❅◆ s❋❴❢ ➢❴ ❫❘✐❴❅ ❳❋❅❣◆❋❯✈ ❘ ❇❥❯❴❘❇❴
❘❲❅❘ ❥✇ ❬❨③❭qq⑧ ❘❲❅❘③ ④❢❅ ✐❱❲✇❘❇❅ q❥❲❫❢❥❣❥✈❳ ♣❅✇❥❲❅ ❘❯◆
❘✇❴❅❲ ➢❴ ❇❥❘❴❋❯✈ ❋✐ ✐❢❥s❯ ❋❯ ❴❢❅ ❋❯✐❅❴ ❥✇ →❋✈③ ❬❃❘♠③ ④❢❅ ✐❘q❫❣❅
❋✐ ❋❯✐❅❲❴❅◆ ❋❯ ❘ q❅❘✐❱❲❅q❅❯❴ ❇❢❘q♣❅❲ s❋❴❢ ❇❥❯❴❲❥❣❣❅◆ ❘❴q❥✐⑥
❫❢❅❲❅ ❘❯◆ ❋❯❋❴❋❘❣❋➙❅◆ ♣❅✇❥❲❅ ❅❘❇❢ q❅❘✐❱❲❅q❅❯❴ ✐❅➤❱❅❯❇❅
♣❳ ❅r❫❥✐❋❯✈ ❋❴ ❴❥ ◆❲❳ ❘❋❲ ✇❥❲ ❥❯❅ ❢❥❱❲ ❘❴ ➥➻ ❬❖❩ ➞➟③➎➜

❝❋❇❲❥✐❇❥❫❋❇ ✐❴❱◆❋❅✐ ❥❯ ✐❋❯✈❣❅ ❇❲❳✐❴❘❣❣❋❯❅ ④❋⑦⑧❃❬❬❩♠ ✐❱❲✇❘❇❅✐
❋❯◆❋❇❘❴❅ ❘ ❇❥q❫❣❋❇❘❴❅◆ ❋❯❴❅❲❫❣❘❳ ♣❅❴s❅❅❯ ✐❱❲✇❘❇❅ ◆❅✇❅❇❴✐ ❘❯◆
❘◆✐❥❲♣❅◆ ⑦⑧③

➎➦ ♥❯ ❥❱❲ ✐❳✐❴❅qt ❅r❫❥✐❱❲❅ ❴❥ ⑦⑧ ❢❅❘❣✐ ❴❢❅ ❫❥❋❯❴
◆❅✇❅❇❴✐ ❫❘❲❴❋❘❣❣❳ ❘❯◆ ❣❅❘❏❅✐ ❴❢❅ ✐❘q❫❣❅ ❋❯ ❘ s❅❘⑤❣❳ ❲❅◆❱❇❅◆
✐❴❘❴❅t ④❋⑦⑧Ð➧③ ❧✇❴❅❲s❘❲◆✐t ❘ ❏❥❣❴❘✈❅ ❥✇ ➨➻➩❵❩➠ ❋✐ ❘❫❫❣❋❅◆
❴❥ ❴❢❅ ➢❴ ❅❣❅❇❴❲❥◆❅ s❋❴❢ ❲❅✐❫❅❇❴ ❴❥ ❴❢❅ ✈❲❥❱❯◆❅◆ ④❋ ✐❱♣✐❴❲❘❴❅
✇❥❲ ❬❨ ❢t ❘✈❘❋❯ ❋❯ ◆❲❳ ❘❋❲t s❢❋❇❢ ❇❘❱✐❅✐ ❴❢❅ ◆❲❋✇❴ ❥✇ ❥r❳✈❅❯
❋❥❯✐ ❃⑦⑧Ð♠ ❴❥s❘❲◆✐ ❴❢❅ ④❋ ✐❱♣✐❴❲❘❴❅➎➑ ❘❯◆ ❥✇ ❴❢❅ ◆❥❯❥❲⑥❴❳❫❅
❥r❳✈❅❯ ❏❘❇❘❯❇❋❅✐➎➒ ❴❥s❘❲◆✐ ❴❢❅ ➢❴ ❅❣❅❇❴❲❥◆❅③ ❧❣❣ ✐❱♣✐❅➤❱❅❯❴
❅r❫❅❲❋q❅❯❴✐ ❘❲❅ ❇❘❲❲❋❅◆ ❥❱❴ ❘❴ ❲❥❥q ❴❅q❫❅❲❘❴❱❲❅t ❋❯ ❴❢❅ ◆❘❲⑤
❘❯◆ ❋❯ ❘ ❯❋❴❲❥✈❅❯ ❘❴q❥✐❫❢❅❲❅ ❃❫❱❲❋❴❳ ❦❦③❦❦❦↕♠t ❴❥ s❢❋❇❢

q❥❣❅❇❱❣❘❲ ❢❳◆❲❥✈❅❯ ✈❘✐ ❃↔⑧♠ ❋✐ ❘◆◆❅◆ ❏❋❘ ❘ ✈❘✐ ß❥s ❇❥❯❴❲❥❣⑥
❣❅❲ ❘✇❴❅❲ ❫❱❲✈❋❯✈ ❴❢❅ ❣❋❯❅✐ ❴❥ ❅r❇❣❱◆❅ ❇❥❯❴❘q❋❯❘❴❋❥❯ ❅✇✇❅❇❴✐③

④❢❅ ✐❘q❫❣❅ ❋❯❋❴❋❘❣❋➙❅◆ ❴❢❋✐ s❘❳ ✐❢❥s✐ ❴❢❅ ❴❳❫❋❇❘❣
❲❅✐❫❥❯✐❅ ❴❥ ❘❴q❥✐❫❢❅❲❋❇ ↔⑧

➒➏➎➎➏➎⑧➏➎➫ ❘✐ s❅❣❣ ❘✐ ❅❣❅❇❴❲❥✇❥❲q⑥
❋❯✈t ❘✐ ❋❣❣❱✐❴❲❘❴❅◆ ❋❯ →❋✈③ ❬③ ➟❱❲❲❅❯❴⑥❏❥❣❴❘✈❅ ❃❻➨♠⑥❣❥❥❫✐ ✇❲❥q
➨➻➭❬❩➠ ❴❥ ❬❩➠ ❘❯◆ ♣❘❇⑤ ❘❲❅ ❢❳✐❴❅❲❅❴❋❇t ✐❅❅ →❋✈③ ❬❃❘♠t
❋❯◆❋❇❘❴❋❯✈ ❅❣❅❇❴❲❥✇❥❲q❋❯✈③➎➓➏⑧➣ ④❢❅ ❘♣✐❅❯❇❅ ❥✇ ❘ ❢❳✐❴❅❲❅✐❋✐
✇❥❲ ❯❅✈❘❴❋❏❅ ❏❥❣❴❘✈❅✐ ❋✐ ◆❱❅ ❴❥ ❴❢❅ ➢❴➉④❋⑦⑧➯➧ ➛❇❢❥❴❴⑤❳ ♣❘❲❲❋❅❲
❱❯◆❅❲ ❲❅❏❅❲✐❅ ♣❋❘✐t s❢❋❇❢ ◆❅❇❲❅❘✐❅✐ ❴❢❅ ❅❣❅❇❴❲❋❇ Þ❅❣◆ ❋❯ ❴❢❅
♣❱❣⑤③ ❧❇❇❥❲◆❋❯✈ ❴❥ ❴❢❅ s❋◆❅❣❳ ❱✐❅◆ q❥◆❅❣ ✇❥❲ ❅❣❅❇❴❲❥✇❥❲q❋❯✈
❋❯ ❇❥q❫❘❲❘♣❣❅ ✐❳✐❴❅q✐t➦➏➑ Þ❣❘q❅❯❴✐ s❢❋❇❢ ❫❲❅◆❥q❋❯❘❯❴❣❳
❇❘❲❲❳ ❴❢❅ ❇❱❲❲❅❯❴ ✇❥❲q ❋❯✐❋◆❅ ❘ ④❋⑦⑧ q❘❴❲❋r③ ④❢❅❳ ❘❲❅ ❇❥q⑥
❫❥✐❅◆ ❥✇ ❘ ❫❢❘✐❅ ❬ ❥✇ ❣❥s ❇❥❯◆❱❇❴❋❏❋❴❳ ➲➎ ❃✐q❘❣❣❅❲ ➳♠t ❋❯ ✐❅⑥
❲❋❅✐ s❋❴❢ ❘ ❫❢❘✐❅ ❨ s❋❴❢ ➲⑧➵➲➎ ❃❣❘❲✈❅❲ ➳♠t➐ ✐❅❅ ❴❢❅ ❋❯✐❅❴ ❋❯

➸➺➼➽ ➾➽ ➚➪➶ ➹➘➴➷➬➪➮➱✃➬➷➬❐❒ ❮❰✃ ➪ Ï❰Ñ❒➪Ò➬ Ñ❰❰Ó Ô❐ ÕÖ ➪❒➷❰➮Ó×➬✃➬➽ Ø×➬ ➮Ù➬➬Ó
ÚÔ✃➬Û❒Ô❰❐ Ô➮ Ô❐ÚÔÛ➪❒➬Ú ÜÝ ❒×➬ ➪✃✃❰Ù➮➽ ➺❐➮➬❒à ➮Û➪❐❐Ô❐Ò ➬Ñ➬Û❒✃❰❐ ➷ÔÛ✃❰➮Û❰Ó➬
Ô➷➪Ò➬➮ ❰❮ ❒×➬ ➮➪➷ÓÑ➬ ➮➱✃❮➪Û➬ Ü➬❮❰✃➬ ➚Ñ➬❮❒➶ ➪❐Ú ➪❮❒➬✃ ➚✃ÔÒ×❒➶ Û❰➪❒Ô❐Ò ÙÔ❒× á❒➽
➚Ü➶ ØÔ➷➬ Ú➬Ó➬❐Ú➬❐Û➬ ❰❮ ➹ ➪❒ ÚÔ❮❮➬✃➬❐❒ Ï❰Ñ❒➪Ò➬➮➽ ➺❐➮➬❒à ➮➪➷ÓÑ➬ Ò➬❰➷➬❒✃Ý
ÙÔ❒×Ô❐ ❒×➬ ➮Ô❐ÒÑ➬ âÑ➪➷➬❐❒ ➷❰Ú➬Ñ➽ á×➪➮➬➮ ➾ ❒❰ ã ➪✃➬ ➮ä➬❒Û×➬Ú Ü➬❮❰✃➬ ➪❐Ú ➪❮❒➬✃
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✤✤✱✤✦✱✦✤

�✎ ✞t�✍

✞�s✟ �✎✞✟✠✕♣❧✂ ❋❜✠✞t✟✠s☛✠✟✌ ✝☛✠ ❝✄❍✦✆✼ ✸✙☞☞s✌ t✑✏✠☛✁✟✎ ✍✟✎✍❡

�✎✁ ♣✎✏ ✟❧✟✒✞✠☛✝☛✠s�✎✁ ♣☞☞✟♣✠ ♣☞☞✠☛❛�s♣✞✟❧✑ ♣✍ ♣ ✍❜☞✟✠☞☛✍�❡

✞�☛✎✌ ✔t�❧✟ ✝☛✠ ❧♣✠✁✟✠ t✑✏✠☛✁✟✎ ✕☛❧❜s✟ ✝✠♣✒✞�☛✎✍✌ ✎☛ ✝❜✠✞t✟✠

�✎✒✠✟♣✍✟ ☛✝ ■✄✖✆ ✏❜✟ ✞☛ ✟❧✟✒✞✠☛✝☛✠s�✎✁ ✒♣✎ ☎✟ ☛☎✍✟✠✕✟✏ ♣✝✞✟✠ ✞t✟

Þ✠✍✞ ✞✔☛ t✑✏✠☛✁✟✎ ☞❜❧✍✟✍✂ ❚t�✍ ✍❜✁✁✟✍✞✍ ✞t♣✞ ✟❛☞☛✍❜✠✟ ✞☛
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❚t�✍ �✎✞✟✠✏✟☞✟✎✏✟✎✒✟ ☛✝ t✑✏✠☛✁✟✎ ✍✟✎✍�✎✁ ♣✎✏ ✟❧✟✒✞✠☛❡

✝☛✠s�✎✁ �✍ �✎✞✟✠☞✠✟✞✟✏ �✎ ✞✟✠s✍ ☛✝ ♣✎ ✴❞ ❤✾❝❡✟❛✞✟✎✍�☛✎ ☛✝ ✞t✟
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✈✓✄✖✆ ☛✝ ①✓✄✖✆ �✍ ✏✟✞✟✠s�✎✟✏ ☎✑ ✗✦✌ t✑✏✠☛✁✟✎ ✏☛☞�✎✁ ♣✒✒✟❧✟✠♣✞✟✍

◆◗❯❳ ❨❳ ❩❬❭ ❪❩❫❭ ❢❴❵ ❣♥ q✉✇②③② ❴❢ ④⑤❢❢③❵③⑥⑦ ⑧❴✇✉⑨③ ❢❵❬⑩⑦⑤❴⑥②❳ ❶❴⑨③ ⑦❵❬⑩③② ❷❬⑧③

❸③③⑥ ②⑩❬✇③④ ❸❹ ❢❬⑩⑦❴❵② ❬② ⑤⑥④⑤⑩❬⑦③④ ⑦❴ ❬⑧❴⑤④ ❴⑧③❵✇❬q②❳ ❺❷③ ⑦⑤⑨③② ❻❷③❵③

❷❹④❵❴❼③⑥ ❻❬② ⑦✉❵⑥③④ ❴⑥ ❩❴❢❢❭ ⑤② ⑨❬❵❽③④ ❸❹ ⑦❷③ ④❬②❷③④ ✇⑤⑥③② ❬⑥④ ⑦❷③ ✉q❻❬❵④②

❩④❴❻⑥❻❬❵④②❭ q❴⑤⑥⑦⑤⑥❼ ❬❵❵❴❻②❳ ❩❸❭ ❾❴❴⑨❿⑤⑥ ❴❢ ❪❩❫❭ ②❷❴❻⑥ ⑤⑥ ❩❬❭ ❢❴❵ ⑦❷③ ➀❵②⑦

②⑤➁ ⑨⑤⑥✉⑦③②❳ ❩⑩❭ ➂③②q❴⑥②③ ⑦❴ ❣♥ q✉✇②③② ⑩✇❴②③ ⑦❴ ❬⑥④ ❬❢⑦③❵ ⑩✉❵❵③⑥⑦ ②❬⑦✉❵❬⑦⑤❴⑥❳

❺❷③ ⑦❵❬⑩③② ❢❴❵ ➃➄ qq⑨ ❬⑥④ ➅➆ qq⑨ ❷❬⑧③ ❸③③⑥ ❴❢❢②③⑦ ❸❹ ➇❨➆➈➉ ❬⑥④ ➇➃➆ ➈➉➊

❵③②q③⑩⑦⑤⑧③✇❹❳

➋➌➍➋➎➏➐➑ ➒➓➔→➣↔↕➔→ ➙➛ ➜➝➞ ➟➠➠➡➢ ➤➥➦➧➢ ➨➩➓➓➢ ➫➭➯➲ ➋➌➍➋➎➏ ➳➑➎➋➵➸
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1. Choice of the oxidation voltage and of the initialization procedure

The oxidation voltage determines both the thickness of the film and the anatase/rutile

composition ratio. The combination of sensing and electroforming experiments require

sufficiently thin films in order to be able to measure a current and apply electric fields

above the electroforming threshold, which sets an upper limit of the oxidation voltage

of ≈ 170V . On the other hand, the films grown at voltages of 120 V or below break

down before the threshold electric field is reached. Thus, we have chosen fabrication

parameters that result in samples that present both strong hydrogen detection signals

and electroforming.

The initial treatment of the material in 180◦C in dry air has the purpose to remove

hydrogen and heal the oxygen vacancies produced by the hydrogen. The temperature

is chosen sufficiently low such that it does not influence the crystal structure, but

sufficiently high to accelerate the reoxidation process. After heating in dry air, the

sample is cooled to 25◦ C, and the negative voltage of -30V is applied. This value was

chosen in order to drive the bulk material above the electroforming threshold. The

absolute value of this voltage is larger than that one used in forward direction (+10

V), since a fraction of the reverse voltage drops across the reversely biased Schottky

barrier.

2. Irrelevance of Joule heating for the increase of the current with time

Joule heating can be an important ingredient of the formation of conductive channels

by increasing the mobility of oxygen vacancies. However, the current increase shown

in Figs. 1(b) and 2 is primarily due to the migration of vacancies. If the increase in

the current were due to Joule heating, it should evolve in a reproducible way under

subsequent voltage pulses with a sufficiently long waiting time in between. In Fig.

S 1(a) we show the current as a function of time during an alternating sequence of

10V/0V applied to the sample (after being initialized as presented in the paper), on

a time scale of 6 hours. A persistent change of the conductance is observed, even for

waiting times of 40 min. in between the voltage pulses. This is also reflected in the

IV traces taken before and after the electroforming (Fig. S 1 (b)), indicating also that
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the conductivity of the sample is permanently increased, thus excluding Joule heating

as possible reason.

FIG. S 1. (Color online). (a) Response of the current to a sequence of voltage pulses, indicating

the persistent changes in conductance with an applied voltage. (b) Current-voltage characteristics

before and after electroforming (EF).

3. Additional measurements and simulations

In Fig. S2 (a), an example of a strong negative response of the current to atmospheric

hydrogen is observed. Such dramatic collapses of I(t) are only observed close to

Imax. Within the single filament model, this reflects the dominance of phase 2 for the

conductance, which fills the whole filament close to I(t) = Imax.
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FIG. S 2. (Color online). (a) Example of a strong negative response to H2 close to the maximum

of I(t). (b) Time dependence of the current during a hydrogen pulse of 15 min. duration, applied

well after I(t) has reached its maximum.

Fig. S 2 (b) shows the evolution of the current after Imax has passed during a hydrogen

pulse of 15 min. duration. After the initial increase of the current, it decreases

continuously as long as hydrogen is offered. Within the single filament model, this

corresponds to the accelerated motion of the boundary between phases 2 and 3, and is

qualitatively well reproduced by a corresponding simulation, see Fig. S 3 (a), carried
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out with the same parameters as the ones used in the paper.

FIG. S 3. (Color online). (a) Simulation of I(t) in the decreasing interval with hydrogen left on for

15 min., corresponding to the measurement shown in Fig. 2 (b). (b) Simulated evolution of I(t)

over the full measurement for an ensemble of 15 filaments with a Gaussian distribution of their

cross sections. The contributions of the individual filaments labelled by j to the total current are

shown as well.

In Fig. S 3 (b), we show the current as a function of the applied voltage for a number of

15 filaments with gaussian distributed conductivities, in a simplified simulation of the

effect of the presence of more than one conductive channel, of different cross-sections.

The mean values of the distributions for the three phases are σ
0

1
, σ0

2
and σ

0

3
as given

in the paper. The width of the distribution was taken 0.3 times the mean value of

the distribution, for each phase. The picture indicates that even a few filaments can

considerably smear out the sharp variation of the current simulated for the case of a

single filament. Better agreement of such simulations with the experimental traces can

be achieved by introducing further parameters like a stronger representation of thinner

filaments, or a waiting time between the vanishing of phase 1 and the formation of

phase 3, which has been set to zero here.
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2.3. Paper II Sensors and Actuators B 221 (2015) 401-405

Paper II On-chip planar hydrogen sensor with

sub-micrometer spatial resolution

❖�✁✂✄☎✆ ✆♣✝�✝✞ ✄❤✟✞✠✡☛� s☛�s✠✞ ✇☎☞✄ s✌✍✁✎☎✂✞✠✎☛☞☛✞

s✆✝☞☎✝♣ ✞☛s✠♣✌☞☎✠�

❙✏ ❍✑✒✓✑✒✔✕✱ ▼✏ ❈✑✒✖✗✑✕✱ ❚✏ ❍✑✘✙✕✑✚✛

✜✢✣✤✥ ✜✦✧✦★ P✩✪✫✤✬✫ ▲✧✭✢✮✧✦✢✮✪✯ ✰★✤✲✮✤✬✩✳✰★✤✲★✳✴✲✤✵★✮✫✤✦✶✦ ❉✷✫✫★✣✥✢✮✸✯ ✹✺✻✺✹ ❉✷✫✫★✣✥✢✮✸✯ ●★✮✼✧✲✪

❛ r t ✐ ❝ ❧ ❡ ✐ ♥ ❢ ♦

❆✮✦✤✬✣★ ✩✤✫✦✢✮✪✽
❘✾✿✾❀❁✾❂ ❃❄ ❅❇❊❀❋ ■❄❏❑
❘✾✿✾❀❁✾❂ ❀◆ ❊✾❁❀◗✾❂ ❯❱❊❲ ❏❳ ❨❩◆✾ ■❄❏❑
❅✿✿✾❇❬✾❂ ■❭ ❨❩◆✾ ■❄❏❑
❅❁❪❀❋❪❫❋✾ ❱◆❋❀◆✾ ■❳ ❨❩◆✾ ■❄❏❑

❴★✪❵✢✮✥✫✽
❜❞❂❊❱❣✾◆
❥✾◆◗❱❊
❜❀❣❦ ◗❇❪❬❀❪❋ ❊✾◗❱❋❩❬❀❱◆
♠❋✾✿❬❊❱❯❱❊❲❪❬❀❱◆

❛ q ✉ t r ❛ ❝ t

✈① ②③①④①⑤⑥ ⑦⑤ ⑧⑤⑨⑩❶❷② ⑥❶❷⑤ ➇❸❹ ❺①❻❷⑩① ❼❷⑥❶ ⑦ ②❸⑦⑤⑦③ ❽①⑧❹①⑥③❾ ④❿❷⑥①❺ ➀⑧③ ①❸①⑩⑥③⑧⑤❷⑩ ❺①⑥①⑩⑥❷⑧⑤ ⑧➀ ⑦⑥❹⑧⑨
④②❶①③❷⑩ ❶❾❺③⑧❽①⑤ ❼❷⑥❶ ⑦ ④②⑦⑥❷⑦❸ ③①④⑧❸❿⑥❷⑧⑤ ❼①❸❸ ➁①❸⑧❼ ➂➃❹➄ ➅ ⑥❷⑥⑦⑤❷❿❹ ④⑥③❷②① ⑧➀ ⑦ ➀①❼ ⑤⑦⑤⑧❹①⑥①③④
⑥❶❷⑩➆⑤①④④ ❷④ ❺①➇⑤①❺ ⑧⑤ ⑦⑤ ❷⑤④❿❸⑦⑥❷⑤❽ ④❿➁④⑥③⑦⑥① ⑦⑤❺ ④①②⑦③⑦⑥①❺ ❷⑤⑥⑧ ⑥❼⑧ ❹①⑥⑦❸❸❷⑩⑦❸❸❾ ❺❷④⑩⑧⑤⑤①⑩⑥①❺ ①❸①⑩⑨
⑥③⑧❺①④ ➁❾ ⑧➈❷❺❷➉❷⑤❽ ❷⑥ ❸⑧⑩⑦❸❸❾ ⑥⑧ ⑥❷⑥⑦⑤❷❿❹ ❺❷⑧➈❷❺① ❼❷⑥❶ ⑥❶① ⑥❷② ⑧➀ ⑦⑤ ⑦⑥⑧❹❷⑩ ➀⑧③⑩①❹❷⑩③⑧④⑩⑧②①➄ ➊❶① ⑥❷⑥⑦⑤❷❿❹
❺❷⑧➈❷❺① ❸❷⑤① ➀⑧③❹④ ⑥❶① ⑦⑩⑥❷❻① ⑦③①⑦➄ ➋⑥ ❷④ ④①⑤④❷⑥❷➉①❺ ➁❾ ⑦ ②❸⑦⑥❷⑤❿❹ ④②❿⑥⑥①③❷⑤❽ ④⑥①② ④❿⑩❶ ⑥❶⑦⑥ ⑥❶① ⑥❼⑧ ➊❷ ①❸①⑩⑨
⑥③⑧❺①④ ③①❹⑦❷⑤ ❺❷④⑩⑧⑤⑤①⑩⑥①❺➄ ➋⑥ ❷④ ④❶⑧❼⑤ ⑥❶⑦⑥ ①❸①⑩⑥③⑧➀⑧③❹⑦⑥❷⑧⑤ ②③⑧⑩①④④①④ ⑩⑦⑤ ❷⑤⑥①③➀①③① ❼❷⑥❶ ⑥❶① ④①⑤④❷⑤❽
③①④②⑧⑤④① ⑦➁⑧❻① ⑦ ⑥❶③①④❶⑧❸❺ ➁❷⑦④ ❻⑧❸⑥⑦❽①➌ ⑦⑤❺ ⑥❶① ❷⑤➍❿①⑤⑩①④ ⑧➀ ⑧➈❾❽①⑤ ❽⑦④ ⑦④ ❼①❸❸ ⑦④ ❼⑦⑥①③ ❻⑦②⑧③ ⑧⑤ ⑥❶①
④①⑤④❷⑤❽ ⑦③① ❺❷④⑩❿④④①❺➄

➞ ➎➏➂➐ ➑❸④①❻❷①③ ➒➄➓➄ ➅❸❸ ③❷❽❶⑥④ ③①④①③❻①❺➄

Reference

S. Herbertz, M. Cerchez and T. Heinzel
Sensors and Actuators B 221, 401-405 (2015) ©2015 Elsevier
https://doi.org/10.1016/j.snb.2015.06.113

Copyright statement

The author of this Elsevier article retains the right to include it in a thesis or dissertation,
provided it is not published commercially. Permission is not required, but please ensure
that you reference the journal as the original source.
Theses and dissertations which contain embedded PJAs as part of the formal submission
can be posted publicly by the awarding institution with DOI links back to the formal
publications on ScienceDirect.

Contributions

I designed and prepared the samples, conducted the experiments and analyzed the
experimental data. I wrote the main body of the manuscript.

73



❙�✁✂✄☎✂ ❛✁✆ ❆✝✞✟❛✞✄☎✂ ❇ ✷✷✠ ✭✷✡✠☛☞ ✹✡✠✌✹✡☛

❈✍✎✏✑✎✏✒ ❧✓✒✏✒ ✔✕✔✓❧✔✖❧✑ ✔✏ ✗❝✓✑✎❝✑✘✓✙✑❝✏

✚✛✜✢✣✤✢ ✥✜✦ ✧★✩✪✥✩✣✤✢ ✫✬ ✮✯✛✰✱★✥✲

❥✍✉✙✎✔ ❧ ❤✍✳✑♣✔✴✑✵ ✇✇✇✶✑❧✒✑✕ ✓✑✙ ✶❝✍✳✸ ❧✍❝✔✏✑ ✸✒✎✖

❖✺✻✼✽✾✿ ✿❀❁✺❁❂ ✽❃❄❂❅❉❊✺ s❊✺s❅❂ ❋✾●✽ s❍■✻❏✾✼❂❅❏❊●❊❂

s✿❁●✾❁❀ ❂❊s❅❀❍●✾❅✺

❑▲ ▼◆P◗◆P❘❚❯ ❱▲ ❲◆P❳❨◆❚❯ ❩▲ ▼◆❬❭❚◆❪❫

❴❵❜❞❡ ❴❢❣❢✐ ❦♠♥♦❞q♦ r❣t❵✈❣❢❵✈♥① ②✐❞③✈❞q♠④②✐❞③✐④⑤③❞⑥✐✈♦❞❢⑦❢ ⑧⑨♦♦✐❜❡❵✈⑩① ❶❷❸❷❶ ⑧⑨♦♦✐❜❡❵✈⑩① ❹✐✈❺❣③♥

❻ ❼ ❽ ❾ ❿ ➀ ➁ ❾ ➂ ➃ ➄

➅✈❢❞q❜✐ ♠❞♦❢❵✈♥➆
➇�✝�➈➉�✆ ➊✡ ❆➋☎➈➌ ✷✡✠☛
➇�✝�➈➉�✆ ➈✁ ☎�➉➈✂�✆ ➍✄☎➎ ✠➏ ➐✟✁� ✷✡✠☛
❆✝✝�➋✞�✆ ✷✹ ➐✟✁� ✷✡✠☛
❆➉❛➈➌❛➑➌� ✄✁➌➈✁� ✷➏ ➐✟✁� ✷✡✠☛

➒✐♥➓❵✈❡♦➆
➔→✆☎✄➣�✁
❙�✁✂✄☎
➔➈➣↔ ✂➋❛✞➈❛➌ ☎�✂✄➌✟✞➈✄✁
↕➌�✝✞☎✄➍✄☎➎❛✞➈✄✁

❻ ➙ ➛ ❽ ❼ ❻ ❿ ❽

➜➝ ➞➟➝➠➝➡➢ ➤➡ ➥➡➦➧➨➩➞ ➢➨➩➡ ➫➭➯ ➲➝➳➩➧➝ ➵➩➢➨ ➤ ➞➭➤➡➤➟ ➸➝➥➯➝➢➟➺ ➠➻➩➢➝➲ ➼➥➟ ➝➭➝➧➢➟➥➡➩➧ ➲➝➢➝➧➢➩➥➡ ➥➼ ➤➢➯➥➦
➠➞➨➝➟➩➧ ➨➺➲➟➥➸➝➡ ➵➩➢➨ ➤ ➠➞➤➢➩➤➭ ➟➝➠➥➭➻➢➩➥➡ ➵➝➭➭ ➽➝➭➥➵ ➾➚➯➪ ➶ ➢➩➢➤➡➩➻➯ ➠➢➟➩➞➝ ➥➼ ➤ ➼➝➵ ➡➤➡➥➯➝➢➝➟➠
➢➨➩➧➹➡➝➠➠ ➩➠ ➲➝➫➡➝➲ ➥➡ ➤➡ ➩➡➠➻➭➤➢➩➡➸ ➠➻➽➠➢➟➤➢➝ ➤➡➲ ➠➝➞➤➟➤➢➝➲ ➩➡➢➥ ➢➵➥ ➯➝➢➤➭➭➩➧➤➭➭➺ ➲➩➠➧➥➡➡➝➧➢➝➲ ➝➭➝➧➦
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ÑÒ ÓÔÕÖ×ØÙÚÕÛ×Ô

ÜÝÞßàÞá âã äåæçâáÝÞ áèß éêë äèß ìÝíâîÝ àÞíçÝèßàÞáïå çÝïÝðèÞñ
âðÝç ñäÝòèßñ ñóâæÝíèæÝßæôÝ ñâ çèòàæïå ÝðâïðàÞáäåæçâáÝÞõçÝïèñÝæ
ñÝíäÞâïâáàÝß ïàöÝ ãôÝï íÝïïß é÷ëø ÝÞÝçáå ßñâçèáÝ éùëø èôñâîâñàðÝ
îâìàïàñå éúëø âç èÞèÝçâìàí æàáÝßñàâÞ àÞ ìàâñÝíäÞâïâáå éûëü ýåæçâõ
áÝÞ æÝñÝíñàâÞóàñä äàáä ßòèñàèï çÝßâïôñàâÞ àß æÝßàçèìïÝ ãâç èÞèïåþàÞá
äåæçâáÝÞõàÞæôíÝæ ÝîìçàññïÝîÝÞñ âã îèñÝçàèïß éÿëø àÞ òèçñàíôïèç
ßñÝÝïß é❬ëø èß óÝïï èß ãâç äåæçâáÝÞõìèßÝæ ïÝèö æÝñÝíñàâÞ éêëü ❆ ßòèõ
ñàèï çÝßâïôñàâÞ âã ê✶Þî àÞ âÞÝ æàçÝíñàâÞ àß òâßßàìïÝ ìå òçâñâÞ çÝíâàï
æÝñÝíñàâÞ é�ëüýàáä ïèñÝçèï çÝßâïôñàâÞ àÞ ñóâæàîÝÞßàâÞß àÞ ñäÝ çèÞáÝ
âã ê✶✶Þî äèß ìÝÝÞ æÝîâÞßñçèñÝæ óàñä ✂õçèæàâáçèòäå ìèßÝæ âÞ
ñçàñàôî é✁ë èÞæ ìå äåæçâáÝÞ ❹ îàíçâíâÞñèíñ òçàÞñàÞá éê✶ëø ìâñä âã
óäàíä çÝrôàçÝ íâèñàÞá âã ñäÝ ßèîòïÝ óàñä è ßôàñèìïÝ çÝßàßñü ▲âíèï
❑ÝïðàÞõòçâìÝ ñÝíäÞàrôÝß äèðÝ ìÝÝÞ ôßÝæ ñâ æÝñÝíñ äåæçâáÝÞóàñä è
ßòèñàèï çÝßâïôñàâÞ âã ê✄îéêêëü❆ïßâ è íâÞíÝòñ ìèßÝæ âÞ òÝçíâïèñàâÞ
ñçèÞßòâçñ ñäçâôáä Pæ íïôßñÝç èççèåßóàñä è çÝßâïôñàâÞ âã ê✶✶☎îäèß
ìÝÝÞ æÝîâÞßñçèñÝæ éê÷øêùëü
ýÝçÝø óÝ òçÝßÝÞñ è äåæçâáÝÞ æÝñÝíñâç ñäèñ íâîìàÞÝß ßôìõ

îàíçâîÝñÝç ßòèñàèï çÝßâïôñàâÞ óàñä ñäÝ äàáä ßÝÞßàñàðàñå âã ñäÝ
Pñ✆✝à✞✷õßåßñÝî éêú❹êÿëø èÞæ óàñä ñäÝ òâßßàìàïàñå âã âÞõíäàò àîòïÝõ
îÝÞñèñàâÞ ìå ÝßñèìïàßäÝæ ïàñäâáçèòäàí ñÝíäÞàrôÝßü

✟ ❈✄☎☎�✂➋✄✁✆➈✁➣ ❛✟✞↔✄☎❛
❊④❺❣❞❜ ❣❡❡✈✐♦♦➆ ✞↔✄➎❛✂❛↔�➈✁t�➌✠↔↔✟❛✆� ✭✭❛ ➔�➈✁t�➌☞❛

✡Ò ▼☛Õ☞ÖÛ☛✌ ☛ÔØ♠☞Õ✍×Ø✎

✏✑✒✑ ❙✓✔✕✖✗ ❞✓✕✘✙✔ ✚✔❞ ♣✗✓♣✚✗✚✛✘✖✔

✝äÝ ßèîòïÝ ïèåâôñ àß ßöÝñíäÝæ àÞ ñäÝ àÞßÝñß âã ❋àáü êü ❆ ✝à ßñçàòÝ
âã �✄î óàæñä èÞæ ê✶Þî ñäàíöÞÝßß àß æÝòâßàñÝæ âÞ è Üà✆Üà✞✷ ßôìõ
ßñçèñÝìåâòñàíèï ïàñäâáçèòäåø ãâïïâóÝæìåîÝñèïïàþèñàâÞèÞæè ïàãñõâãã
ßñÝòü ✝äÝ Üà✞✷ ïèåÝç äèß è ñäàíöÞÝßß âã ê✶✶Þî èÞæ àß äàáäïå àÞßôõ
ïèñàÞáü ✝äÝ ✝à ßñçàòÝ ßäâóß è ßôçãèíÝ çâôáäÞÝßß âã ✜÷Þîü ✝äÝ
ßèîòïÝ àßîâôÞñÝæ àÞñâ è íäàò íèççàÝç èÞæ ñäÝ ✝à ßñçàòÝ àß ÝïÝíñçàíèïïå
èííÝßßÝæìåáâïæóàçÝßèññèíäÝæ ñâ àñß ÝÞæßü❆ ïàÞÝèç íôççÝÞñ❹ðâïñèáÝ
✢■✣✮ íäèçèíñÝçàßñàíß ñäèñ èòòÝèçß èß èïîâßñ ðÝçñàíèï ïàÞÝ àÞ ❋àáü ê àß
îÝèßôçÝæü ✝äÝ ßñçàòÝ äèß è íâÞæôíñèÞíÝ âã êüû×ê✶✻ ✤❾✥ àÞ áââæ
èáçÝÝîÝÞñ óàñä ñäÝ ïàñÝçèñôçÝ ðèïôÝ âã ñäÝ íâÞæôíñàðàñå ãâç ✝àø
✦❚✧ ❂ ÷üù�×ê✶✻ ✢✤î✮❾✥ ø ßÝÝ éê❬ëü ❆ãñÝçóèçæßø ñäÝ ßñçàòÝ àß ïâíèïïå
â♦àæàþÝæ ìå ßíèÞÞàÞá òçâìÝ ïàñäâáçèòäå éê�ëü ❉ôçàÞá ñäàß ßñÝòø ñäÝ
íâÞæôíñàðÝ ñàò âã èÞ èñâîàí ãâçíÝ îàíçâßíâòÝ àß ìàèßÝæ ìå è ðâïñèáÝ
âã★êû❱óàñä çÝßòÝíñ ñâ ñäÝáçâôÞæÝæ✝à ßñçàòÝøóäàïÝìÝàÞá ßíèÞÞÝæ
àÞ ñäÝ ñçèÞßðÝçßÝ æàçÝíñàâÞ óàñä è ðÝïâíàñå âã ê✶☎î✆ß èíçâßß ñäÝ
ßñçàòÝü ✩Þ âôç ßÝñôòø ñäÝ ÝïÝíñçâïåñÝ àß ãâçîÝæ ìå ñäÝ èîìàÝÞñ óèñÝç
➇ïî âÞ ñâò âã ñäÝ ßèîòïÝø ñäÝ ñäàíöÞÝßß âã óäàíä ✢✜ê✶Þî✮ àß íâÞõ
ñçâïïÝæ ìå ñäÝ çÝïèñàðÝ äôîàæàñåø èæ✪ôßñÝæ ñâ ú✶✹ü ✝äÝ â♦àæÝ ïàÞÝ àß
✜ ÷Þî äàáäÝç ñäèÞ ñäÝ ✝à ➇ïî èÞæ äèß è íâîòèçèìïÝ çâôáäÞÝßßü ✩ñß
óàæñä àß úû✶ÞîôÞæÝç ñäÝßÝ íâÞæàñàâÞßø ßÝÝ ñäÝôòòÝç àÞßÝñ âã❋àáü êø
óäàïÝ óÝ äèðÝ òçÝòèçÝæ â♦àæÝ ïàÞÝß âã óàæñäß æâóÞ ñâ ÷✶✶Þî ìå
æÝíçÝèßàÞá ñäÝ ñàò ðâïñèáÝø âç ìå àÞíçÝèßàÞá ñäÝ ßíèÞÞàÞá ðÝïâíàñå âã
ñäÝ ñàòü❲Ý ÞâñÝ ñäèñ òèçñàèï â♦àæèñàâÞ âãîÝñèïß ãâç âÞõíäàò ßÝÞßàÞá
èòòïàíèñàâÞß äèß ìÝÝÞ çÝòâçñÝæ èïçÝèæå ìå❆çíäèÞ✪â Ýñ èïü éê✁ëü❆ãñÝç
ñäÝ â♦àæèñàâÞ àß íâîòïÝñÝæø ñäÝ ✩❱ íäèçèíñÝçàßñàíß ìÝñóÝÝÞ ñäÝ ñóâ
ÝïÝíñçâæÝß àß ÞâÞïàÞÝèç èÞæ ãâç èÞ èòòïàÝæ ðâïñèáÝ âã ✣❂ê❱ø ñäÝ
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❞❉❭✿①❉❁ ❢❞✿❭ ❄❤❉ ❅❄❭✿❊❲❤❉❞❉◗ å❃❞❱❀❫ ❄❤❉ ❊❉❝✿❀❁ ❤■❁❞✿❫❉❀ ❲❃❩❊❉❬

❄❤❉ ❱❀❱❄❱❅❩ ❝❃❞❞❉❀❄ ❱❊ ❊❭❅❩❩❉❞❬ ❅❀❁ ❅❀ ❱❀❝❞❉❅❊❉ ❱❊ ✿●❊❉❞①❉❁ ❅❢❄❉❞✇❅❞❁❊

✇❤❱❩❉ ❤■❁❞✿❫❉❀ ❱❊ ❊❄❱❩❩ ❲❞❉❊❉❀❄ ❱❀ ❄❤❉ ❅❄❭✿❊❲❤❉❞❉◗ ❘❤❱❊ ✿●❊❉❞①❅❄❱✿❀

❱❭❲❩❱❉❊ ❄❤❅❄ ✿❃❞ ❁❉①❱❝❉ ❱❊ ❅❩❭✿❊❄❬ ●❃❄ ❀✿❄ ❝✿❭❲❩❉❄❉❩■❬ ❱❀❊❉❀❊❱❄❱①❉

❄✿ ❤■❁❞✿❫❉❀ ❭✿❩❉❝❃❩❉❊◗ ♥❄ ❤❅❊ ●❉❉❀ ❞❉❲✿❞❄❉❁ ❄❤❅❄ ❘❱ ❝❅❀❬ ❄✿ ❅ ❊❭❅❩❩

❁❉❫❞❉❉❬ ✇✿❞✉ ❅❊ ❝❅❄❅❩■❊❄ ❄❤❅❄ ❊❲❩❱❄❊ ❹➍ ❱❀❄✿ ❅❄✿❭❱❝ ❤■❁❞✿❫❉❀ Û➆æÜ

✇❤❱❝❤ ❭❅■ ❄❤❉❀ ❅❝❄ ❅❊ ❱❀❄❉❞❊❄❱❄❱❅❩ ❁✿❲❅❀❄ ❱❀ ❄❤❉ ✇❅■ ❁❉❊❝❞❱●❉❁

❅●✿①❉◗ ❘❤❱❊ ❭❉❝❤❅❀❱❊❭❭❅■ ❝❅❃❊❉ ❄❤❉ ✇❉❅✉ ❊❉❀❊❱❄❱①❱❄■ ❄✿ ❭✿❩❉❝❃r

❩❅❞ ❤■❁❞✿❫❉❀ ❱❀ ❄❤❉ ❅●❊❉❀❝❉ ✿❢ q❄◗

❘❤❉ ❝✿❀❁❃❝❄❅❀❝❉ ❊❄❅❞❄❊ ❄✿ ❞❉❊❲✿❀❁ ✇❱❄❤ ❅ ❝❃❞❞❉❀❄ ❱❀❝❞❉❅❊❉ ❄✿

❄❤❉ ❤■❁❞✿❫❉❀ ❫❅❊ ❅❢❄❉❞ ❅ q❄ ❁❉❲✿❊❱❄❱✿❀ ✿❢ ç ❏◗❏ ❀✿❭❱❀❅❩ ❭✿❀✿r

❩❅■❉❞❊❬ ❅❀❁ ❄❤❉ ❞❉❊❲✿❀❊❉ ❱❭❲❞✿①❉❊ ❝✿❀❄❱❀❃✿❃❊❩■ ❃❲ ❄✿ ❅ ❁❉❲✿❊❱❄❱✿❀

✿❢ ß◗➆ ❀✿❭❱❀❅❩ ❭✿❀✿❩❅■❉❞❊❬ ❄❤❉ ❩❅❞❫❉❊❄ ❝✿①❉❞❅❫❉ ✇❉ ❤❅①❉ ❊❄❃❁r

❱❉❁◗ è❉ ❃❊❉ ❄❤❉ ❝✿❭❭✿❀ ❁❉♣❀❱❄❱✿❀ é ê ëì
ìí

❢✿❞ ❄❤❉ ❊❉❀❊✿❞ ❞❉❊❲✿❀❊❉

✇❤❉❞❉îïá ðïñ ➀ïòð✇❱❄❤ ïñ ❁❉❀✿❄❉❊ ❄❤❉ ❞❉❊❱❊❄❅❀❝❉ ❱❀ ❁❞■ ❀❱❄❞✿❫❉❀

❅❄❭✿❊❲❤❉❞❉❬ ❅❀❁ ïò ❱❊ ❄❤❉ ❞❉❊❱❊❄❅❀❝❉ ❱❀ ❄❤❉ ❲❞❉❊❉❀❝❉ ✿❢ ❅❁❁❱r

❄❱✿❀❅❩ ❅❄❭✿❊❲❤❉❞❱❝ ❤■❁❞✿❫❉❀◗ ➑ ❞❉❊❲✿❀❊❉ ✿❢ ó á ◆◗➁ ❱❊ ✿●❊❉❞①❉❁ ❢✿❞

➡❷à➍❾ á ❏❽◆❲❲❭ ❅❀❁ ❢✿❞ ❅ ●❱❅❊ ①✿❩❄❅❫❉ ✿❢ ❏ä◗

➛④③④ ➝➞⑥➡❦⑧➠ô➠⑧⑨⑦❦❴➠❵ ⑦❵Ý ❥⑥❵❥❴❵Þ

❘❤❱❊ ❞❉❊❲✿❀❊❉ ❊❤✿✇❊ ❊✿❭❉ ❢❃❞❄❤❉❞ ❞❉❭❅❞✉❅●❩❉ ❲❞✿❲❉❞❄❱❉❊ ✇❤❱❝❤

❞❉➈❉❝❄ ❄❤❉ ❊❭❅❩❩ ❁❱❭❉❀❊❱✿❀❊ ✿❢ ❄❤❉ ❊❉❀❊❱❀❫ ❃❀❱❄◗ ❪❱❞❊❄❬ ❀✿❄❉ ❄❤❅❄ ❄❤❉

❝✿❀❁❃❝❄❅❀❝❉ ✿❢ ❄❤❉ ❁❉①❱❝❉ ①❅❞❱❉❊ ❊❄❞✿❀❫❩■ ❅❀❁ ❀✿❀r❭✿❀✿❄✿❀✿❃❊❩■

❅❢❄❉❞ ❄❤❉ q❄ ❁❉❲✿❊❱❄❱✿❀ ❊❄❉❲❊ ●❃❄ ❲❞❱✿❞ ❄✿ ❤■❁❞✿❫❉❀ ❉❳❲✿❊❃❞❉◗ ❘❤❱❊

❱❀❁❱❝❅❄❉❊ ❄❤❅❄ ❄❤❉ ❞❉❊❱❊❄❱①❱❄■ ✿❢ ❄❤❉ ✿❳❱❁❉ ❩❱❀❉ ❱❊ ❀✿❄ ❤✿❭✿❫❉❀❉✿❃❊

❅❀❁ ❝❤❅❀❫❉❊ ❁❃❞❱❀❫ ❄❤❉ q❄ ❁❉❲✿❊❱❄❱✿❀ ❅❀❁➐✿❞ ❄❤❉ ❱❀❱❄❱❅❩❱❨❅❄❱✿❀
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❝◆❖ P▲❀✿✿✿ ◗◗❘❯

❲❳❨❩ ❬❩ ❭❪❫❴❵❜❞❴❢❵ ❫❴❣ ❢❜t❞ ❞❤❥❦❧❢❜❥❴ ❥♦ ❢♠❞ ♥❧❪❪❞❴❢ ♦❥❪ ❫ ❣❞❤❜♥❞ ✇❜❢♠ ❫ ♣❢ ♥❥❤❞❪❫q❞

❥♦ rsr ❴❥t❜❴❫❦ t❥❴❥❦❫✉❞❪❵ ❫❢ ❫ ✈❜❫❵ ❤❥❦❢❫q❞ ❥♦ ①②③✓④s ⑤❦❦t❞❫❵❧❪❞t❞❴❢❵ ♠❫❤❞ ✈❞❞❴

♥❫❪❪❜❞❣ ❥❧❢ ❫❢ ❪❥❥t ❢❞t⑥❞❪❫❢❧❪❞s

⑦⑧⑨⑩❶❷❸⑧❶ ❷❶❹⑩⑧❺❻❶❷ ❼❻⑨❽❶❾ ❿➀❹⑨➁ ❼ ❷❶⑩⑧❶❼❹❶ ⑨➂ ➃➄❶ ⑩⑨➅❷❸⑩➃❼➅⑩❶ ❺➅

⑧❶❹⑦⑨➅❹❶ ➃⑨ ➄➆❷⑧⑨➇❶➅ ❺➅⑩⑨⑧⑦⑨⑧❼➃❺⑨➅ ❺➅ ➈❺➉➊➁ ❼❹ ⑨❻❹❶⑧❽❶❷ ❺➅ ➃➄❶ ➃➋⑨

➀⑨➋❶⑧➌⑨❹➃ ➃⑧❼⑩❶❹ ❹➄⑨➋➅ ❺➅ ➍❺➇❾ ➎➁ ❺❹ ❸➅❸❹❸❼➀❾ ➏❶ ➅⑨➃❶ ➃➄❼➃ ➃➄❶ ❶➀❶⑩➐

➃⑧❺⑩ ➑❶➀❷ ❺➅ ➃➄❶❹❶ ➌❶❼❹❸⑧❶➌❶➅➃❹ ❺❹ ➒❸❺➃❶ ❹➃⑧⑨➅➇➁ ➅❼➌❶➀➆ ⑨➂ ➃➄❶ ⑨⑧❷❶⑧

⑨➂ ➓ × ➔→➣ ↔↕➌ ➋➄❺⑩➄ ❺❹ ❺➅ ➃➄❶ ⑧❶➇❺➌❶ ➋➄❶⑧❶ ❶➀❶⑩➃⑧⑨➂⑨⑧➌❼➃❺⑨➅ ➙❼➀❹⑨

➛➅⑨➋➅ ❼❹ ➌❶➌⑧❺❹➃❺❽❶ ❶➂➂❶⑩➃❹➜ ❺❹ ➛➅⑨➋➅ ➃⑨ ➃❼➛❶ ⑦➀❼⑩❶ ❺➅ ➈❺➉➊ ➝➎➞➁➎➟➠➁

❼➅❷ ➃➄❶⑧❶➂⑨⑧❶ ❼➅ ❺➅➡❸❶➅⑩❶ ⑨➂ ❶➀❶⑩➃⑧⑨➂⑨⑧➌❼➃❺⑨➅ ⑦⑧⑨⑩❶❹❹❶❹ ⑨➅ ➃➄❶

❹❶➅❹❺➅➇ ⑧❶❹⑦⑨➅❹❶ ⑩❼➅➅⑨➃ ❻❶ ❶➢⑩➀❸❷❶❷❾ ➏❶ ➄❼❽❶ ➃➄❶⑧❶➂⑨⑧❶ ⑩❼⑧⑧❺❶❷

⑨❸➃ ➂❸⑧➃➄❶⑧ ❹❶➅❹❺➅➇ ❶➢⑦❶⑧❺➌❶➅➃❹ ❺➅ ➃➄❶ ⑧❶➇❺➌❶ ⑨➂ ➀❼⑧➇❶ ❶➀❶⑩➃⑧❺⑩

➑❶➀❷❹ ➋❺➃➄ ➃➄❶⑨❻➤❶⑩➃❺❽❶ ➃⑨ ➑➅❷ ❹❺➇➅❼➃❸⑧❶❹ ➂⑨⑧ ❶➀❶⑩➃⑧⑨➂⑨⑧➌❼➃❺⑨➅❾ ➈➄❶

⑧❶❹❸➀➃❹ ⑨➂ ➃➄❶❹❶ ❹➃❸❷❺❶❹➁ ➋➄❺⑩➄ ➄❼❽❶ ❻❶❶➅ ⑩❼⑧⑧❺❶❷ ⑨❸➃ ⑨➅ ❼ ❹❼➌⑦➀❶

➋❺➃➄ ❼ ➥➃ ⑩⑨❽❶⑧❼➇❶ ⑨➂ ➅⑨➌❺➅❼➀➀➆ ➔❾➔ ➌⑨➅⑨➀❼➆❶⑧❹➁ ❼⑧❶ ❹❸➌➌❼⑧❺➦❶❷ ❺➅

➍❺➇❾ ➧❾ ➥⑧❺⑨⑧ ➃⑨ ➃➄❶ ➌❶❼❹❸⑧❶➌❶➅➃ ❹❶➒❸❶➅⑩❶➁ ➃➄❶ ❹❼➌⑦➀❶ ➋❼❹ ❻❺❼❹❶❷

➋❺➃➄ ➨ ➩ ➫➎→↔ ➂⑨⑧ ➔→ ➄➁ ❼ ⑦⑧⑨⑩❶❷❸⑧❶ ➋➄❺⑩➄ ❼⑩⑩❸➌❸➀❼➃❶❹ ⑨➢➆➇❶➅

❽❼⑩❼➅⑩❺❶❹ ❼➃ ➃➄❶ ⑩❼➃➄⑨❷❶ ➝➎➞➠➁ ❺❾❶❾➁ ➃➄❶ ➅❶➇❼➃❺❽❶➀➆ ❻❺❼❹❶❷ ➈❺ ❶➀❶⑩➃⑧⑨❷❶❾

➭➃ ➄❼❹ ❻❶❶➅ ⑧❶⑦⑨⑧➃❶❷ ⑧❶⑩❶➅➃➀➆ ➃➄❼➃ ❺➅ ➥➃ ➅❼➅⑨⑦⑨⑧⑨❸❹ ➈❺➉➊ ➯⑩➄⑨➃➃➛➆

❷❺⑨❷❶ ❹➃⑧❸⑩➃❸⑧❶❹➁ ➃➄❶ ❺➅⑩⑨⑧⑦⑨⑧❼➃❺⑨➅ ⑨➂ ❼➃⑨➌❺⑩ ➄➆❷⑧⑨➇❶➅ ❼➅❷ ❶➀❶⑩➐

➃⑧⑨➂⑨⑧➌❼➃❺⑨➅ ❼⑧❶ ❺➅➃❶⑧❷❶⑦❶➅❷❶➅➃ ➝➧→➠❾ ➭➅ ➃➄❶ ➂⑨➀➀⑨➋❺➅➇➁ ➋❶ ❼⑧➇❸❶

➃➄❼➃ ⑨❸⑧ ❹❶➅❹⑨⑧ ❹➄⑨➋❹ ❼ ➒❸❼➀❺➃❼➃❺❽❶➀➆ ❹❺➌❺➀❼⑧ ❻❶➄❼❽❺⑨⑧❾ ❿⑦⑦➀❺⑩❼➃❺⑨➅

⑨➂ ➨ ➩ ➎→↔ ❼⑩⑧⑨❹❹ ➃➄❶ ⑨➢❺❷❶ ➀❺➅❶ ❺➅ ❷⑧➆ ➅❺➃⑧⑨➇❶➅ ❼➃➌⑨❹⑦➄❶⑧❶ ⑩❼❸❹❶❹

➃➄❶ ⑩❸⑧⑧❶➅➃ ➃⑨ ❺➅⑩⑧❶❼❹❶ ❻➆ ➌⑨⑧❶ ➃➄❼➅ ⑨➅❶ ⑨⑧❷❶⑧ ⑨➂ ➌❼➇➅❺➃❸❷❶ ❺➅ ➃➄❶

❼❻❹❶➅⑩❶ ⑨➂ ➄➆❷⑧⑨➇❶➅ ➙➀❶➂➃ ❺➅❹❶➃➜❾ ➈➄❶ ❹❸❻❹➃❼➅➃❺❼➀ ❶➀❶⑩➃⑧❺⑩ ➑❶➀❷ ➌❼➆

⑩❼❸❹❶ ➃➄❶ ➂⑨⑧➌❼➃❺⑨➅ ⑨➂ ⑩⑨➅❷❸⑩➃❺❽❶ ➑➀❼➌❶➅➃❹ ⑨➂ ⑧❶❷❸⑩❶❷ ➃❺➃❼➅❺❸➌

❷❺⑨➢❺❷❶ ➈❺➉➊➲➳ ➙➋❺➃➄ → ➵ ➸ ➵ ➔➜ ⑨➂ ➄❺➇➄❶⑧ ⑧❶❹❺❹➃❺❽❺➃➆ ➝➧➔➠➁ ❼➅❷ ➋❶

➃➄❶⑧❶➂⑨⑧❶ ❺➅➃❶⑧⑦⑧❶➃ ➃➄❺❹ ❺➅⑩⑧❶❼❹❶ ⑨➂ ➃➄❶ ⑩❸⑧⑧❶➅➃ ❼❹ ❼➅ ❺➅❷❺⑩❼➃❺⑨➅ ⑨➂ ❼➅

❶➀❶⑩➃⑧⑨➂⑨⑧➌❼➃❺⑨➅ ⑦⑧⑨⑩❶❹❹➁ ➋➄❺⑩➄ ➋⑨❸➀❷ ⑩⑨➅➃⑧❺❻❸➃❶ ➃⑨ ➃➄❶ ❺➅⑩⑧❶❼❹❶

⑨➂ ➃➄❶ ❻❼❹❶ ➀❺➅❶ ⑨❻❹❶⑧❽❶❷ ❺➅ ➃➄❶ ➃➋⑨ ➀⑨➋❶⑧➌⑨❹➃ ➃⑧❼⑩❶❹ ⑨➂ ➍❺➇❾ ➎❾

➉➂➂❶⑧❺➅➇ ➄➆❷⑧⑨➇❶➅ ⑦❸➀❹❶❹ ❸➅❷❶⑧ ➃➄❶❹❶ ⑩⑨➅❷❺➃❺⑨➅❹ ⑩❼❸❹❶❹ ❼ ⑧❶❹⑦⑨➅❹❶

⑨➂ ➃➄❶ ❹❶➅❹⑨⑧ ⑩❸⑧⑧❶➅➃ ➃➄❼➃ ❹➄⑨➋❹ ❹➃⑧❺➛❺➅➇ ❼➅❼➀⑨➇❺❶❹ ➃⑨ ➃➄❶ ❻❶➄❼❽❺⑨⑧

⑧❶⑦⑨⑧➃❶❷ ❻➆ ➯➃⑧❸➅➇❼⑧❸ ❶➃ ❼➀❾ ➝➧→➠➁ ➅❼➌❶➀➆ ❼➅ ❺➅❺➃❺❼➀ ❷❶⑩⑧❶❼❹❶ ⑨➂ ➃➄❶

⑩❸⑧⑧❶➅➃ ❺➅ ⑧❶❹⑦⑨➅❹❶ ➃⑨ ➃➄❶ ➑⑧❹➃ ❼➅❷ ➃⑨ ➃➄❶ ❹❶⑩⑨➅❷ ➄➆❷⑧⑨➇❶➅ ⑦❸➀❹❶➁

➂⑨➀➀⑨➋❶❷ ❻➆ ❼➅ ❺➅⑩⑧❶❼❹❶ ⑨➂ ➃➄❶ ⑩❸⑧⑧❶➅➃❾ ➈➄❶ ❺➅⑩⑧❶❼❹❶ ⑨➂ ➃➄❶ ❻❼❹❶ ➀❺➅❶
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❹❼➌⑦➀❶ ➃⑨ ➃➄❶ ❻❺❼❹ ❽⑨➀➃❼➇❶ ❺➅ ❷⑧➆ ➅❺➃⑧⑨➇❶➅ ❼➃➌⑨❹⑦➄❶⑧❶ ⑩❼❸❹❶❹ ⑨➅➀➆

❼ ➌⑨❷❶⑧❼➃❶ ⑧❶❷❸⑩➃❺⑨➅ ⑨➂ ➃➄❶ ⑩❸⑧⑧❶➅➃❾ ➈➄❺❹ ❺➅❷❺⑩❼➃❶❹ ➃➄❼➃ ❻⑨➃➄ ❹➀⑨➋

❼➅❷ ❺➅⑩⑨➌⑦➀❶➃❶ ➄➆❷⑧⑨➇❶➅ ⑧❶➌⑨❽❼➀ ❼➅❷ ❶➀❶⑩➃⑧⑨➂⑨⑧➌❼➃❺⑨➅⑩⑨➅➃⑧❺❻❸➃❶

➃⑨ ➃➄❶ ❻❼❹❶➀❺➅❶ ⑩❸⑧⑧❶➅➃ ➙❹❶❶ ➃➄❶ ❺➅❹❶➃❹ ❺➅ ➃➄❶ ⑩❶➅➃❶⑧ ❼➅❷ ➃⑨ ➃➄❶ ⑧❺➇➄➃
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❪❞❵⑥❥❴❵❞ ➴➚ ❥❴ ❢♠❞ ♠✉❣❪❥q❞❴ ❤❥❦❧t❞ ♦❪❫♥❢❜❥❴s
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➅❶➅➃❹❾ ➈⑨ ❼❽⑨❺❷ ➃➄❶ ❽⑨➀➃❼➇❶ ❺➅❷❸⑩❶❷ ❷⑧❺➂➃ ❶➂➂❶⑩➃❹ ❷❺❹⑩❸❹❹❶❷ ❼❻⑨❽❶➁
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3 Active implementation of
Electroforming

The following chapter deals with the active implementaion of EF in TiO2 microdevices
on-chip. In Paper III, we demonstrate that the application of a bias voltage to junctions
of Ti/TiOx nanowires may oxidize the Ti electrode acting as anode under ambient
conditions. Partly oxidation of electrodes has been reported in resistive switches as well.
For example, in Pt/TiO2/Al structures, oxidation of Al electrodes has been reported
to be problematic for O2 diffusion and is the reason why in these devices resistive
switching is possible only when a positive bias is applied to the Pt, otherwise O2– ions
are pulled from the TiO2 into the Al electrode and oxidize it [52]. This means that
under EF conditions not only the interior microscopic structure of the oxide can change
but also its spatial extension. Since changes in the extension can modify the electronic
properties of the oxide such effects should be taken into account, for example, when drift
effects in these devices are discussed. In structures where the main part of the junction
between metal and oxide is covered by the electrodes, as it is for example the case in our
micron-scale sandwich structures, further growth of the oxide layer by oxidation of the
electrodes may happen unnoticed. To demonstrate changes in the electrodes, one would
have to cut through these structures to perform a structural analysis, e.g. by means of
electron microscopy, which in turn would hinder further modification and the possibility
to compare the results.

Our devices of planar design, however, have the advantage of an accessible oxide
surface, allowing analysis by means of AFM and EDX. This way, we were able to
study modifications in the geometrical, morphological and electronic properties of the
TiO2 that were induced by choice of the experimental parameters, like the applied
voltage, exposure time, relative humidity and oxygen content in the atmosphere. Yang
et al. [75] previously reported that even a one-time voltage application in the context of
electroreduction can lead to destructive and difficult-to-control physical deformation in
TiO2 microdevices due to O2 gas evolution at the anode. For this reason, they developed
fabrication procedures to mitigate or even fully avoid the electroreduction step. Our
results show that morphological and structural changes caused by high electric fields
may also represent an experimental tool to tune the properties of an oxide device after
lithographic processing.

In Paper IV, which is subject of the second part of this chapter, these results were
utilized to define and modify Ti and Ti/Pt electrode geometries on-chip. We demonstrated
that an assembled and fully operational H2 sensor device can be fabricated this way.
A deposited monolayer of Pt on top of Ti serves as catalyst in the sensing, but also
significantly accelerates the anodization via catalytic splitting of water. Not only
the number of lithographic steps can be reduced this way, but also can the TiO2 be
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easily produced and sensitized in one step, namely by application of a voltage on-chip.
Furthermore, the special geometry allows to monitor the oxidation process by means of
optical microscopy and in-situ resistance measurements.

In the following, Paper III is presented, together with additional considerations about
the electric field distribution supporting our assumptions on how the effects of the
experimental parameter variation can be explained. In addition, the functionality of
an on-chip modified nanowire as gas sensor is demonstrated. In section 3.2, Paper IV
together with supplemental results of the film characterization can be found.
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➳➥Ó➯ ➘➯➘➽➥➦➤➨➽➦❮ ➼➭➦ ➦➯➫➦➨➽➦ ➭➦ ➩➯➳➳ ➭➦ ➘➥➵➽➨➵➧➥➲ ➦➤➽➷➵➤➷➽➯➦ ➵➨➫➤➭➥➫➥➫➼ ➤➥➤➭➫➥➷➘ ➯➳➯➵➤➽➨➬➯➦❮ ➺➷➤
➭➳➦➨ ➽➯➲➽➯➦➯➫➤ ➭➫ ➯➮➲➯➽➥➘➯➫➤➭➳ ➤➨➨➳ ➸➨➽ ➯➳➯➵➤➽➨➸➨➽➘➥➫➼❮ ➫➭➘➯➳➱ ➭➬➴➷➦➤➥➫➼ ➤➧➯ ➲➽➨➲➯➽➤➥➯➦ ➨➸ ➨➮➥➬➯
❰➳➘➦ ➭➸➤➯➽ ➤➧➯ ➳➥➤➧➨➼➽➭➲➧➥➵ ➲➽➨➵➯➦➦➥➫➼ ➨➸ ➤➧➯ ➦➭➘➲➳➯➦❒

ÔÕ Ö×ØÙÚÛÜÝØÞÚ×

ß✆✂❛✁✆àáâ✂✆✂❛✁✆àá �ã✆ä✄ åà✁✟✂✆�✁☎ ❛✡✄ æ✡✄☎✄✁✂ ✆✁ ❛ ç✆ä✄ ✝❛✡✆✄✂è �é ä✄✝✆✟✄☎ê ë✁ ☎�á✄ ☎�❧✆ä ☎✂❛✂✄ ì❛☎ ☎✄✁☎�✡☎í é�✡ ✄ã❛áæ❧✄í ✂î✄
✟�✁äà✟✂✆✝✆✂è �é ❛ æ�✡�à☎ ïðñò ❧❛è✄✡ ✟❛✁ ✟î❛✁ì✄ ✞è �✡ä✄✡☎ �é á❛ì✁✆✂àä✄ ❛☎ ❛ ✟�✁☎✄óà✄✁✟✄☎ �é ì❛☎✄�à☎ ❛ä☎�✡✞❛✂✄☎ ❧✆ô✄ îèä✡�ì✄✁ õö÷øù
�✡ úû õüùê ßî✄ ✡✄❧❛✂✆✝✄❧è î✆ìî á�✞✆❧✆✂è �é �ãèì✄✁ ✝❛✟❛✁✟✆✄☎ õýíþù ❛☎ ç✄❧❧ ❛☎ ✂î✄ é�✡á❛✂✆�✁ �é ÿ❛ì✁▼❧✆ æî❛☎✄☎ ✆✁ ïðñò õ✼ù ✆☎ à☎✄ä ✆✁
❚✐�❚✐❖① á✄á✡✆☎✂�✡☎ õ✽ù ✂� ä✄✁✁✄ ✂î✄ ❛✟✂✆✝✄ ✄❧✄á✄✁✂ �é ✂î✄ ä✄✝✆✟✄☎ê ë✁ ☎à✟î ☎✂✡à✟✂à✡✄☎í ✂î✄ ✂✄ æ❧❛è☎ ✂î✄ ✡�❧✄ �é ❛✁ ✄❧✄✟✂✡�ä✄ ✂î❛✂ é�✡á☎ ❛
ç✄❛ô❧è æ✡�✁�à✁✟✄ä ❙✟î�✂✂ôè ✞❛✡✡✆✄✡ �✡ ✄✝✄✁ ❛✁ ☎îá✆✟ ✟�✁✂❛✟✂ ✂� ✂î✄ ïðñòê ❆❧☎�í ❧❛✂✄✡❛❧ ❚✐�❚✐❖① ☎✂✡à✟✂à✡✄☎ î❛✝✄ ✞✄✄✁ à☎✄ä ❛☎ ì❛✂✄
✄❧✄✟✂✡�ä✄☎ �✁ ✂�æ �é ✆●❛✝s�✝✞ ●❛ ✝s① ✟ ① î✆ìî❤✄❧✄✟✂✡�✁ á�✞✆❧✆✂è ✂✡❛✁☎✆☎✂�✡☎ çî✄✡✄ ✟�áæ❧✄ã æ�✂✄✁✂✆❛❧ ❧❛✁ä☎✟❛æ✄☎ î❛ä ✂� ✞✄ ä✄✁✁✄ä ✆✁ ✂î✄
✂ç�❤ä✆á✄✁☎✆�✁❛❧ ✄❧✄✟✂✡�✁ ì❛☎ ✡✄☎✆ä✆✁ì ❛✂ ✂î✄ î✄✂✄✡�✆✁✂✄✡é❛✟✄ õ✾íö✶ùê ❋à✡✂î✄✡á�✡✄í ✆✂ î❛☎ ✡✄✟✄✁✂❧è ✞✄✄✁ ✡✄æ�✡✂✄ä ✂î❛✂ ❧❛✂✄✡❛❧ ❚✐�❚✐❖①

✁❛✁�åà✁✟✂✆�✁☎ ✆✁ ✂î✄ ❛äî✄☎✆�✁ ❧❛è✄✡ �é ✄❧✄✟✂✡�ä✄☎ à☎✄ä é�✡ ☎✆✁ì❧✄ á�❧✄✟à❧✄ ✂✡❛✁☎æ�✡✂ á✄❛☎à✡✄á✄✁✂☎í ❛✡✄ ✡✄☎æ�✁☎✆✞❧✄ é�✡ ✂î✄ ✞❛✟ô❤
ì✡�à✁ä ✟�✁äà✟✂❛✁✟✄ ✆✁ ☎à✟î ✟✆✡✟à✆✂☎ õööùê ë✁ ✂î✄☎✄ ❛ææ❧✆✟❛✂✆�✁☎í ✂î✄ ïðñò æ❧❛è☎ ✂î✄ ✡�❧✄ �é ❛✁ ✆✁☎à❧❛✂�✡ ✂î❛✂ ☎✄æ❛✡❛✂✄☎ ✂î✄ ß✆ ✄❧✄✟✂✡�ä✄☎
çî✆✟î é�✡á ✂î✄ éà✁✟✂✆�✁❛❧ ✄❧✄á✄✁✂☎ê ßî✄ ❛ææ❧✆✟❛✂✆�✁☎ ä✄☎✟✡✆✞✄ä ✆✁ ❘✄éê õ✽÷ööù î❛✝✄ ✆✁ ✟�áá�✁ ✂î❛✂ ❛ ✞✆❛☎ ✝�❧✂❛ì✄ ✆☎ ❛ææ❧✆✄ä ❛✟✡�☎☎
✂î✄ ïðñòí çî✆✟î ✆☎ ☎àææ�☎✄ä ✄✆✂î✄✡ ✂� î❛✝✄ ✁� ✄✠✄✟✂ ❛✂ ❛❧❧ �✁ ✂î✄ �ã✆ä✄í �✡í ✆✁ ✂î✄ ✟❛☎✄ �é ✂î✄ á✄á✡✆☎✂�✡☎í ✂� ✆✁äà✟✄ ☎�á✄ á✆✟✡�☎✟�æ✆✟
✟î❛✁ì✄☎ ✆✁☎✆ä✄ ✂î✄ �ã✆ä✄ ç✆✂î�à✂ ✟î❛✁ì✆✁ì ✆✂☎ ☎æ❛✂✆❛❧ ✄ã✂✄✁☎✆�✁í ☎✄✄ ❛❧☎� ❘✄éê õö✡ù é�✡ ❛ææ❧✆✟❛✂✆�✁ ✄ã❛áæ❧✄☎ê ❍✄✡✄í ç✄ ☎î�ç ✂î❛✂ ✂î✆☎
❛☎☎àáæ✂✆�✁ î�❧ä☎ �✁❧è é�✡ ✄❧✄✟✂✡✆✟ ✁✄❧ä☎ ✂î❛✂ ❛✡✄ ô✄æ✂ ✞✄❧�ç ❛ ✂î✡✄☎î�❧ä ✝❛❧à✄í çî✆✟î ✆☎ ❛✞�à✂ ✺ ☛☞ ❱✌♠✍ é�✡ ✂î✄ �ã✆ä✄☎ à☎✄ä ✆✁ ✂î✄
æ✡✄☎✄✁✂ ☎✂àäèê ❆✂ ❧❛✡ì✄✡ ✄❧✄✟✂✡✆✟ ✁✄❧ä☎í ✂î✄ ß✆ ✄❧✄✟✂✡�ä✄ ❛✟✂✆✁ì ❛☎ ❛✁�ä✄ á❛è ì✄✂ �ã✆ä✆♦✄ä à✁ä✄✡ ❛á✞✆✄✁✂ ✟�✁ä✆✂✆�✁☎í ✂î✄✡✄✞è ✆✁✟✡✄❛☎✆✁ì
✂î✄ ☎æ❛✂✆❛❧ ✄ã✂✄✁☎✆�✁ �é ✂î✄ �ã✆ä✄ê ßî✆☎ æ�☎☎✆✞✆❧✆✂è ☎î�à❧ä ✞✄ ✂❛ô✄✁ ✆✁✂� ❛✟✟�à✁✂í é�✡ ✄ã❛áæ❧✄í çî✄✁ ä✡✆é✂ ✄✠✄✟✂☎ ✆✁ ☎à✟î ä✄✝✆✟✄☎ ❛✡✄
ä✆☎✟à☎☎✄äê ☎✁ ✂î✄ �✂î✄✡ î❛✁äí ✆✂ ✟❛✁ ✞✄ à☎✄ä ❛❧☎� ❛✟✂✆✝✄❧èí é�✡ ✄ã❛áæ❧✄ ✂� ✂à✁✄ ✂î✄ æ✡�æ✄✡✂✆✄☎ �é ✂î✄ ïðñò äà✡✆✁ì æ�☎✂æ✡�✟✄☎☎✆✁ì �é ✂î✄

➧➤➤➲➦✿✎✎➬➨➥❒➨➽➼✎✏✑❒✏✑✏✒✎➴❒➦➲➘➥❒✓✑✏✔❒✑✕❒✑✑✒
✖➯➵➯➥➻➯➬ ✗ ❏➷➫➯ ✓✑✏✔✷ ✖➯➵➯➥➻➯➬ ➥➫ ➽➯➻➥➦➯➬ ➸➨➽➘ ✸✑ ✘➷➼➷➦➤ ✓✑✏✔✷ ✘➵➵➯➲➤➯➬ ✙ ❐➯➲➤➯➘➺➯➽ ✓✑✏✔

✚
❈➨➽➽➯➦➲➨➫➬➥➫➼ ➭➷➤➧➨➽❒
❊✛✜✢✣✤ ✢✥✥✦✧★★✩ ➤➧➨➘➭➦❒➧➯➥➫Ð➯➳t➧➧➷❒➬➯ ✭✃❒ ✪➯➥➫Ð➯➳✫❒

✬✮✯✰✱✲✳✴✴✵✹✰✻ ✳❀❁ ❂✵✹✱❃✻✴✱✮✹✴✮✱✰✻ ❄❅❇ ❉❅■❄❑▲ ❅◆❄P❅◆◗

❙❯✳✵✲✳❲✲✰ ❃❀✲✵❀✰ ❄■ ✬✰✯✴✰❳❲✰✱ ❅■❄❑

■❨❇◗❩❬■◆❬❭ ❪ ❅■❄❑ ❫✲✻✰❯✵✰✱ ❴✴❁❵ ❙✲✲ ✱✵❜❝✴✻ ✱✰✻✰✱❯✰❁❵



♦�✁✂✁✄☎✆ ❞✝✞✁✟✝✠

❚✡✝ ♣☎♣✝� ✁✐ ♦�✂☎✄✁☛✝❞ ☎✐ ❢♦✆✆♦☞✐✠ ■✄ ❙✝✟✌✁♦✄ ✷✱ ✌✡✝ ✐☎s♣✆✝ ♣�✝♣☎�☎✌✁♦✄ ☎✄❞ s✝☎✐♠�✝s✝✄✌ ✐✝✌♠♣ ☎�✝ ❞✝✐✟�✁✍✝❞✠ ❙✝✟✌✁♦✄ ✸ ✟♦✄✌☎✁✄✐

✌✡✝ ✝❡♣✝�✁s✝✄✌☎✆ �✝✐♠✆✌✐ ☎✄❞ ✌✡✝✁� ✁✄✌✝�♣�✝✌☎✌✁♦✄✠ ❚✡✝ ♣☎♣✝� ✟✆♦✐✝✐ ☞✁✌✡ ☎ ✐♠ss☎�✎ ☎✄❞ ☎✄ ♦♠✌✆♦♦✏ ✁✄ ❙✝✟✌✁♦✄ ✹✠

✑✒ ✓✔✕✖✗✘ ✖✙✘✖✔✙✔✚✛✜✢ ✔✢❛ ✘✣✖✘✙✛✕✘✢✚✔✗ ✤✘✚✥✖

❙♠✁✌☎✍✆✝ ✐☎s♣✆✝✐ ☎�✝ ♣�✝♣☎�✝❞ ✍✎ ❞✝✦✄✁✄✂ ☎ ❚✁ ✦✆s ✭✌✡✁✟✏✄✝✐✐ ✶✧ ✄s♥ ♦✄ ☎ ★✩✪★✩❖✫ ✐♠✍✐✌�☎✌✝ ✍✎ ♦♣✌✁✟☎✆ ✆✁✌✡♦✂�☎♣✡✎✱ ❢♦✆✆♦☞✝❞ ✍✎

❞✝♣♦✐✁✌✁♦✄ ♦❢ ✌✡✝ ❚✁ ✁✄ ☎✄ ✝✆✝✟✌�♦✄ ✍✝☎s ✝✞☎♣♦�☎✌♦� ☎✄❞ ☎ ✆✁❢✌❧♦✬ ✐✌✝♣✠ ❚✡✝ �♦♠✂✡✄✝✐✐ ♦❢ ✌✡✝ ❚✁ ✐✌�✁♣✝✐ ✁✐ ❞✝✌✝�s✁✄✝❞ ☞✁✌✡ ☎✄ ☎✌♦s✁✟

❢♦�✟✝ s✁✟�♦✐✟♦♣✝ ✭✮✯✰♥ ✌♦ ✵✲✳ ✴✺✱ ☎✄❞ ✌✡✝✁� ✟♦✄❞♠✟✌☎✄✟✝ ✁✐ ✁✄ �♦♠✂✡ ☎✂�✝✝s✝✄✌ ☞✁✌✡ ✌✡☎✌ ♦✄✝ ✝❡♣✝✟✌✝❞ ❢♦� ❚✁ ☞✁✌✡ ☎ ✟♦✄❞♠✟✌✁✞✁✌✎

♦❢ ✻✼ ✽✲✾✿ ❀✵ ❁❂✺❃❄❅
❆ ❇✠ ❚✡✝ ✐☎s♣✆✝✐ ☎�✝ s♦♠✄✌✝❞ ✁✄ ☎ ✟✡✁♣ ✟☎��✁✝� ☎✄❞ ☞✁�✝❧✍♦✄❞✝❞ ❢♦� ✝✆✝✟✌�✁✟☎✆ ☎✟✟✝✐✐✠ ❚✡✝ ✁✄✁✌✁☎✆ ♦❡✁❞✝ ✆✁✄✝ ✁✐

♣�✝♣☎�✝❞ ✍✎ ✐✟☎✄✄✁✄✂ ♣�♦✍✝ ✆✁✌✡♦✂�☎♣✡✎✱ ☞✡✝�✝ ☎ ✟♦✄❞♠✟✌✁✞✝ ✮✯✰ ✌✁♣ ✁✐ ✄✝✂☎✌✁✞✝✆✎ ✍✁☎✐✝❞ ☞✁✌✡ �✝✐♣✝✟✌ ✌♦ ✌✡✝ ✂�♦♠✄❞✝❞ ❚✁ ✐✌�✁♣✝ ☎✄❞

✐✟☎✄✄✝❞ ☎✟�♦✐✐ ✌✡✝ ✐✌�✁♣✝ ☞✁✌✡ ✟♦✄✐✌☎✄✌ ✞✝✆♦✟✁✌✎✱ ✐✝✝ ✯✁✂✠ ✶ ✭☎♥ ❢♦� ☎ ✐✟✡✝s✝ ♦❢ ♦♠� ✐✝✌♠♣ ❬✶✸❪✠ ❚✡✁✐ ✁s♣✆✝s✝✄✌☎✌✁♦✄ ✟♦��✝✐♣♦✄❞✐ ✌♦ ☎

✆♦✟☎✆ ☎✄♦❞✁☛☎✌✁♦✄ ♣�♦✟✝✐✐ ☞✁✌✡ ✌✡✝ ✮✯✰ ✌✁♣ ☎✟✌✁✄✂ ☎✐ ✟☎✌✡♦❞✝✠ ❚✡✝ ☞✁❞✌✡ ❲❈ ♦❢ ✌✡✝ �✝✐♠✆✌✁✄✂ ♦❡✁❞✝ ✆✁✄✝✐ ❞✝♣✝✄❞✐ ♦✄ ✍♦✌✡ ✌✡✝ ☎✄♦❧

❞✁☛☎✌✁♦✄ ✞♦✆✌☎✂✝ ☎✄❞ ✌✡✝ ✐✟☎✄ ✞✝✆♦✟✁✌✎ ❬✶✹❪✠ ■✄ ✯✁✂✠ ✶ ✭✍♥✱ ✌✡�✝✝ ♦❡✁❞✝ ✆✁✄✝✐ ☞�✁✌✌✝✄ ☎✌ ✟♦✄✐✌☎✄✌ ☎✄♦❞✁☛☎✌✁♦✄ ✞♦✆✌☎✂✝ ✭❉✶❊ ❱♥ ☞✁✌✡

❞✁✬✝�✝✄✌ ✌✁♣ ✐✟☎✄ ✞✝✆♦✟✁✌✁✝✐ ☎�✝ ✐✡♦☞✄✠ ❚✡✝ ☎s✍✁✝✄✌ �✝✆☎✌✁✞✝ ✡♠s✁❞✁✌✎ ✭�✡♥ ❞♦✝✐ ✄♦✌ ☎✬✝✟✌ ✌✡✝ �✝✐♠✆✌✁✄✂ ✆✁✄✝ ☞✁❞✌✡ ✐✁✂✄✁✦✟☎✄✌✆✎ ☎✐ ✆♦✄✂

☎✐ ✁✌ �✝s☎✁✄✐ ✁✄ ✌✡✝ �☎✄✂✝ ♦❢ ❋✵ ● ✳✵●✠ ✮✌ ✆♦☞✝� ✡♠s✁❞✁✌✁✝✐✱ ✌✡✝ ❢♦�s☎✌✁♦✄ ♦❢ ✌✡✝ �✝r♠✁�✝❞ ☞☎✌✝� s✝✄✁✐✟♠✐ ✍✝✌☞✝✝✄ ✦✆s ☎✄❞ ✮✯✰ ✌✁♣

✁✐ ✁✄✡✁✍✁✌✝❞✱ ☎✄❞ ♦❡✁❞☎✌✁♦✄ ✁✐ ✄♦✌ ♦✍✐✝�✞✝❞✠ ✮✐ ✐✡♦☞✄ ✁✄ ✯✁✂✠ ✶ ✭✟✱❞♥✱ ✌✡✝ ✁✄✁✌✁☎✆✆✎ ❍✡s✁✟ ✟♦✄✄✝✟✌✁♦✄ ✍✝✌☞✝✝✄ ✐♦♠�✟✝ ☎✄❞ ❞�☎✁✄ ✭✌✡✝

✟♦✄✌☎✟✌✐ ✆☎✍✝✆✝❞ ✶ ☎✄❞ ✷✱ ☞✁✌✡ ☎ �✝✐✁✐✌☎✄✟✝ ♦❢ ❏❏ ❦❂♥ ❞✝✞✝✆♦♣✐ ✁✄✌♦ ✄♦✄❧✆✁✄✝☎� ✍✝✡☎✞✁♦� ☞✁✌✡ ☎ �✝✐✁✐✌☎✄✟✝ ☎�♦♠✄❞ ❱❑✧ ♦❢ ✌✡✝ ♦�❞✝� ♦❢

✶✧✧ ▲❂♥✠ ❚✡✁✐ ❞✝s♦✄✐✌�☎✌✝✐ ✌✡☎✌ ✌✡✝ ▼◆P① ✆✁✄✝ ♣✝✄✝✌�☎✌✝✐ ✌✡✝ ❚✁ ✆☎✎✝� ☎✆✆ ✌✡✝ ☞☎✎ ❞♦☞✄ ✌♦ ✌✡✝ ✐♠✍✐✌�☎✌✝✠ ✯✁�✐✌ ♦❢ ☎✆✆✱ ✟♦✄✐✁❞✝�✁✄✂ ✌✡✝

✟♦✄❞♠✟✌✁✞✁✌✎ ♦❢ ❚✁ ✂✁✞✝✄ ☎✍♦✞✝ ☎✄❞ ✌✡✝ ✂✝♦s✝✌�✎ ♦❢ ✌✡✝ ♦❡✁❞✝ ✆✁✄✝ ✭☞✁❞✌✡◗ ❘❯❯❳❨❩ ☎✄❞ ✆✝✄✂✌✡ ❭ ❫❀✵ ✺♥✱ ☎ �✝✐✁✐✌☎✄✟✝ ♦❢ ❴❑✶✧✧

▲❂ ☞♦♠✆❞ ✟♦��✝✐♣♦✄❞ ✌♦ ☎ �✝✐✁❞♠☎✆ ✡✝✁✂✡✌ ♦❢ ✌✡✝ ❚✁ ✦✆s ♦❢
× ×

❵❜ ❝❣ ❤
❥

q t ✉
✈✇

②③

④
✱ ✁✠✝✠✱ s☎✄✎ ♦�❞✝�✐ ♦❢ s☎✂✄✁✌♠❞✝ ✐s☎✆✆✝� ✌✡☎✄ ✌✡✝

✡✝✁✂✡✌ ♦❢ ♦✄✝ ❚✁ s♦✄♦✆☎✎✝�✠ ❙✝✟♦✄❞✱ ☎ ✄♦✄✆✁✄✝☎� ✟♠��✝✄✌❧✞♦✆✌☎✂✝ ✟✡☎�☎✟✌✝�✁✐✌✁✟✐ ✁✐ ☎ ✐✁✂✄☎✌♠�✝ ♦❢ ✝✆✝✟✌�♦✄✁✟ ✌�☎✄✐♣♦�✌ ✍✎ ✡♦♣♣✁✄✂ ♦❢

✟✡☎�✂✝ ✟☎��✁✝�✐ ✍✝✌☞✝✝✄ �☎✄❞♦s✆✎ ❞✁✐✌�✁✍♠✌✝❞✱ ✆♦✟☎✆✁☛✝❞ ✐✁✌✝✐ ☎✐ ♣�✝✐✝✄✌ ✁✄ ❞✁✐♦�❞✝�✝❞ ✐✝s✁✟♦✄❞♠✟✌♦�✐ ♦� ✁✄✐♠✆☎✌♦�✐ ❬✶⑤❪✠

❚♦ ✐✌♠❞✎ ✌✡✝ ♦❡✁❞✝ ✂�♦☞✌✡ ❞♠�✁✄✂ ♣♦✐✌♣�♦✟✝✐✐✁✄✂✱ ☞✝ ♠✐✝❞ ✐☎s♣✆✝✐ ☞✡✝�✝ ✌✡✝ ♦�✁✂✁✄☎✆ ❚✁ ✦✆s ☞☎✐ ❞✁✞✁❞✝❞ ✁✄✌♦ ✌☞♦ ✝✆✝✟✌�♦❞✝✐ ✍✎

☎✄ ♦❡✁❞✝ ✆✁✄✝ ♦❢ ☞✁❞✌✡ ⑥ ⑦⑧⑧ ⑨⑩❶ ☞�✁✌✌✝✄ ☞✁✌✡ ✌✡✝ ✮✯✰ ☎✐ ❞✝✐✟�✁✍✝❞ ☎✍♦✞✝✠ ❚✡✝ ✐☎s♣✆✝ ☞☎✐ s♦♠✄✌✝❞ ✁✄ ☎ s✝☎✐♠�✝s✝✄✌ ✟✡☎s✍✝�

☞✡✝�✝ ✌✡✝ ✌✝s♣✝�☎✌♠�✝ ☎✄❞ ✌✡✝ ☎✌s♦✐♣✡✝�✝ ✟♦♠✆❞ ✍✝ ✟♦✄✌�♦✆✆✝❞✠ ❷✁✌�♦✂✝✄ ☎✄❞ ♦❡✎✂✝✄ ❸♦☞✐ ☎�✝ ✝☎✟✡ ☎❞❹♠✐✌✝❞ ✍✎ ☎ s☎✐✐ ❸♦☞

✟♦✄✌�♦✆✆✝� ✭❺❻❼❽❾❿❼❻➀➁♥ ☎✄❞ ☎�✝ ✟☎��✁✝❞ ✞✁☎ ✐✌☎✁✄✆✝✐✐ ✐✌✝✝✆ ✌♠✍✝✐✠ ➂♠s✁❞✁✦✟☎✌✁♦✄ ✁✐ ✁s♣✆✝s✝✄✌✝❞ ✞✁☎ ☎ ✍✎♣☎✐✐ ✆✝☎❞✁✄✂ ✌✡�♦♠✂✡ ☎ ☞☎✌✝�

✍☎✌✡✱ ☞✡✁✟✡ ✐☎✌♠�☎✌✝✐ ✌✡✝ ✂☎✐ s✁❡✌♠�✝ ✭➃➄➄➅♥ ☎✌ ❸♦☞ �☎✌✝✐ ☎�♦♠✄❞ ✶ ✆➆s✁✄ ☎✐ ♠✐✝❞ ✁✄ ✌✡✝ ✝❡♣✝�✁s✝✄✌✐✠ ❚✡✝ �✝✆☎✌✁✞✝ ✡♠s✁❞✁✌✎ ♦❢ ✌✡✝ ✂☎✐

✁✐ ☎❞❹♠✐✌✝❞ ☞✁✌✡ ☎✄ ☎✟✟♠�☎✟✎ ♦❢ ☎♣♣�♦❡✁s☎✌✝✆✎ ✧✠⑤➇ ✍✎ ✐✝✌✌✁✄✂ ✌✡✝ ✞☎✆✞✝✐ ✌✡☎✌ ✟♦✄✌�♦✆ ✌✡✝ ❸♦☞ ✌✡�♦♠✂✡ ✌✡✝ ✍✎♣☎✐✐✱ ✁✄ ✟♦s✍✁✄☎✌✁♦✄

☞✁✌✡ ☎ ✍✆♦✟✏✁✄✂ ✞☎✆✞✝ ✌♦ ♣�✝✞✝✄✌ ✍☎✟✏☞☎�❞ ❸♦☞✠ ❚✡✝ ✂☎✐✝✐ ☎�✝ ✡✝☎✌✝❞ ✍✎ ♣☎✐✐✁✄✂ ✌✡✝s ✌✡�♦♠✂✡ ☎ ♣♦�♦♠✐ ☎✆♠s✁✄♠s ☎✆✆♦✎ ✍✆♦✟✏

✭➈➉➉➊❽➁➋➀♥ ☞✁✌✡ ✝❡✌✝�✄☎✆ ✡✝☎✌ ✐♠♣♣✆✎✱ ☞✡✁✟✡ ✁✐ ✐✝✌ ✌♦ ✌✡✝ �✝r♠✁�✝❞ ✌✝s♣✝�☎✌♠�✝✠ ❚✡✝ s✝☎✐♠�✝s✝✄✌ ✟✡☎s✍✝� ✁✌✐✝✆❢ ✡☎✐ ✁✌✐ ♦☞✄ ✌✝s❧

♣✝�☎✌♠�✝ ✟♦✄✌�♦✆✱ ✁✄ ❢♦�s ♦❢ ☎ ➌✌ ✍☎✐✝❞ ✡✝☎✌✁✄✂ ✝✆✝s✝✄✌ ✍✝✄✝☎✌✡ ✌✡✝ ✐☎s♣✆✝ ✡♦✆❞✝�✱ ☎✄❞ ✆✁r♠✁❞ ✄✁✌�♦✂✝✄ ✟♦♦✆✁✄✂ ✟♦✄✌�♦✆✆✝❞ ✍✎ ☎✄

✝❡✌✝�✄☎✆ ♣♠s♣ ✭➍➋❽❾➎➏♥✠ ❚✡✝ ✂☎✐ ✆✁✄✝ ✍✝✌☞✝✝✄ ✡✝☎✌✁✄✂ ♠✄✁✌ ☎✄❞ s✝☎✐♠�✝s✝✄✌ ✟✡☎s✍✝� ✁✐ ✏✝♣✌ ✐✡♦�✌ ✌♦ ♣�✝✞✝✄✌ ✌✝s♣✝�☎✌♠�✝ ✆♦✐✐✠ ❚✡✝

�✝✆☎✌✁✞✝ ✡♠s✁❞✁✌✎ ☎✄❞ ✌✡✝ ✂☎✐ ✌✝s♣✝�☎✌♠�✝ ☎�✝ s♦✄✁✌♦�✝❞ ☎✌ s♠✆✌✁♣✆✝ ✆♦✟☎✌✁♦✄✐ ♠✐✁✄✂ �✝❢✝�✝✄✟✝ ✐✝✄✐♦�✐ ☞✁✌✡ ✍♦✌✡ ❢♠✄✟✌✁♦✄☎✆✁✌✁✝✐

✭➐➊❽➀➋❻➋❼❽♥✠ ❚✡✝ ✂☎✐✝✐ ✆✝☎✞✝ ✌✡✝ ✐✝✌❧♠♣ ✌✡�♦♠✂✡ ☎✄ ♦✞✝�♣�✝✐✐♠�✝ ✞☎✆✞✝ ✌✡☎✌ ♣�✝✞✝✄✌✐ ♦♠✌✝� ✂☎✐✝✐ ❢�♦s ❞✁✬♠✐✁♦✄ ✁✄✌♦ ✌✡✝ s✝☎✐♠�✝s✝✄✌

✟✡☎s✍✝� ✭♦♣✝✄✁✄✂ ♣�✝✐✐♠�✝ ✸✧s✍☎�♥✠

✮✆✆ ✝❡♣✝�✁s✝✄✌✐ ☞✝�✝ ✟☎��✁✝❞ ♦♠✌ ✁✄ ✌✡✝ ❞☎�✏ ☎✄❞ ☎✌ �♦♦s ✌✝s♣✝�☎✌♠�✝ ✭✸✧✧ ➑♥✠ ❚✡✝ ✐☎s♣✆✝✐ ☞✝�✝ ✝❡♣♦✐✝❞ ✌♦ ☎✄ ☎✁�❧✆✁✏✝ ☎✌s♦❧

✐♣✡✝�✝ ✭✄✁✌�♦✂✝✄ ☞✁✌✡ ✌☞♦ ✟♦✄✟✝✄✌�☎✌✁♦✄✐ ♦❢ ♦❡✎✂✝✄ ☎✐ ☞✝✆✆ ☎✐ ✐✝✞✝�☎✆ ✞☎✆♠✝✐ ♦❢ ✌✡✝ �✡♥✠ ➒➓ ✍✁☎✐ ✞♦✆✌☎✂✝✐ ✍✝✌☞✝✝✄ ❀✵ ➔ ☎✄❞ ✾✳ ➔ ☞✝�✝

☎♣♣✆✁✝❞ ☎✟�♦✐✐ ✐♠✟✡ ♦❡✁❞✝ ✆✁✄✝✐ ✞✁☎ ❍✡s✁✟ ✟♦✄✌☎✟✌✐ ✌♦ ✌✡✝ ❚✁ ✝✆✝✟✌�♦❞✝✐✱ ☎✄❞ ✁✄ ✐♦s✝ ✟☎✐✝✐✱ ✌✡✝ ✟♦✄❞♠✟✌☎✄✟✝ ☞☎✐ s♦✄✁✌♦�✝❞ ✁✄❧✐✁✌♠✠ ✯♦�

→➣↔↕ ➙↕ ➛➜➝ ➞➜➟➠➡➢ ➠➤➢➠➜➤➜➥➦➧➨ ➩➫➭➢➟➢➯ ➲ ➡➧➫➜➡ ➜➨➧➳➦➵➜➥➦➧➨ ➧➸ ➥➭➢ ➺➦ ➩➥➤➦➠➢ ➦➩ ➠➢➤➸➧➤➟➢➳ ➻➩➦➨➼ ➜➨ ➲➽➾ ➥➦➠ ➜➩ ➫➜➥➭➧➳➢➯ ➛➚➝ ➺➧➠ ➪➦➢➶ ➧➸ ➜ ➩➜➟➠➡➢
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s�✁✂✄☎s r☎✆✝�☎✂ �t ❝✞✝✟✠☎s ✄✟ �✞☎ ✠☎t❣☎�r✡ ✝✟✂ ❣tr♠✞t✆t✠✡☛ �✞☎ ✠rt☞�✞ ♠rt❝☎ss ☞✝s ✄✟�☎rr✁♠�☎✂ ❢tr ✝ s✝❣♠✆☎ �r✝✟s❢☎r �t ✝✟ ❆✌✍

t♠☎r✝�☎✂ ✝� ✝❣❛✄☎✟� ❝t✟✂✄�✄t✟s✎ ❇☎❢tr☎ �✞☎ ✝✟t✂✄✏✝�✄t✟ ☎❡♠☎r✄❣☎✟� ☞✝s r☎s✁❣☎✂☛ �✞☎ s✝❣♠✆☎ ☞✝s ✞☎✝�☎✂ ✄✟ ✂r✡ ✟✄�rt✠☎✟ �t ✶✑✒✓✔ ❢tr

✸✒ ❣✄✟☛ ☞✞✄❝✞ ☎✟s✁r☎s �✞☎ r☎❣t✕✝✆ t❢ �✞☎ ☞✝�☎r ✖✆❣✎ ✌tr ☎✆☎❝�rt✟✄❝ ❝✞✝r✝❝�☎r✄✏✝�✄t✟☛ �✞☎ ✝�❣ts♠✞☎r☎ ✄✟ �✞☎ ✠rt☞�✞ ❝✞✝❣❛☎r ☞✝s

❝✞✝✟✠☎✂ �t ✂r✡ ✟✄�rt✠☎✟ ✝�❣ts♠✞☎r☎☛ ✝✟✂ �✞☎ ❝✁rr☎✟�✗✕t✆�✝✠☎ ❝✞✝r✝❝�☎r✄s�✄❝s ☞☎r☎ r☎❝tr✂☎✂✎

✘✙ ❊✚✛✜✢✣✤✜✥✦✧★ ✢✜✩✪★✦✩ ✧✥✫ ✣✥✦✜✢✛✢✜✦✧✦✣✐✥

■✟ ✌✄✠✎ ✷☛ ☞☎ s✞t☞ �✞☎ ❣tr♠✞t✆t✠✄❝✝✆ ✝✟✂ ☎✆☎❝�rt✟✄❝ ☎✕t✆✁�✄t✟ t❢ t✟☎ t❡✄✂☎ ✆✄✟☎ ✁✟✂☎r ✂✄✬☎r☎✟� ✝♠♠✆✄☎✂ ❛✄✝s ✕t✆�✝✠☎s☛ ☎❡☎❣♠✆✄✖☎✂

✄✟ ✝✟ ✝�❣ts♠✞☎r☎ t❢ ✝✄r ✭✑✒✮ ✟✄�rt✠☎✟ ✝✟✂ ✷✒✮ t❡✡✠☎✟♦ ☞✄�✞ ✝ ✆t☞ r✞ t❢ ✶✒✮✎ ❆� ✝ ❛✄✝s ✕t✆�✝✠☎ t❢ ❱ ✯✰✱☛ ❝trr☎s♠t✟✂✄✟✠ �t ✝✟

✝✕☎r✝✠☎ ☎✆☎❝�r✄❝ ✖☎✆✂ t❢ ✺ ✲✳ ✴✵✹✼ ☛ ✟t ❣tr♠✞t✆t✠✄❝✝✆ ❝✞✝✟✠☎s ✝r☎ ✂☎�☎❝�☎✂ ✝❢�☎r ✝✟ ☎❡♠ts✁r☎ �✄❣☎ t❢ ✶✻ ✞ ✭s✟✝♠s✞t� ■ ✄✟ ✌✄✠✎ ✷ ✭✝♦♦☛

✝✟✂ �✞☎ ❝✁rr☎✟� �✞rt✁✠✞ �✞☎ s�r✁❝�✁r☎ ✄s ❝t✟s�✝✟�☛ s☎☎ ✌✄✠✎ ✷ ✭❛♦✎ ❆s ✽ ✄s ✄✟❝r☎✝s☎✂ �t ✾✰ ✱☛ �✞☎ ❝✁rr☎✟� ❣☎✝s✁r☎✂ ✄✟✗s✄�✁ ✂☎❝r☎✝s☎s

s�rt✟✠✆✡ ✝� �✞☎ ❛☎✠✄✟✟✄✟✠ ✝✟✂ s✝�✁r✝�☎s ✝❢�☎r ✝❛t✁� ✸✻ ✞ ☎❡♠ts✁r☎ �✄❣☎☛ s☎☎ ✌✄✠✎ ✷ ✭❛♦✎ ❆✟ ✄✟s♠☎❝�✄t✟ t❢ �✞☎ t❡✄✂☎ ✆✄✟☎ ✝❢�☎r ✶✒ ✞ r☎✕☎✝✆s

�✞✝� ✄�s ✝✕☎r✝✠☎ ☞✄✂�✞ ❲ ✞✝s ✄✟❝r☎✝s☎✂☛ ☞✄�✞ �✞☎ ✠rt☞�✞ �✝✿✄✟✠ ♠✆✝❝☎ �t☞✝r✂s �✞☎ ♠ts✄�✄✕☎✆✡ ❛✄✝s☎✂ ☎✆☎❝�rt✂☎ ✭✄✎☎✎ �✞☎ ✝✟t✂☎ ✄✟ t✁r

s☎�✁♠♦☛ s☎☎ s✟✝♠s✞t� ■■ ✄✟ ✌✄✠✎ ✷ ✭✝♦✎ ❚✞✄s ✠rt☞�✞ s✝�✁r✝�☎s ✄✟ ❝trr☎✆✝�✄t✟ ☞✄�✞ �✞☎ ❝✁rr☎✟�☛ s☎☎ s✟✝♠s✞t� ■■■☛ ❛✁� ❝✝✟ ❛☎ r☎✗✄✟✄�✄✝�☎✂ ❛✡

✄✟❝r☎✝s✄✟✠ �✞☎ ✕t✆�✝✠☎ ❢✁r�✞☎r☛ s☎☎ s✟✝♠s✞t�s ■✽ ✝✟✂ ✽✎ ❲☎ t❛s☎r✕☎✂ ✝ ❣✝❡✄❣✁❣ ✝✕☎r✝✠☎ ☞✄✂�✞ t❢❀ ✯✾✰✰ ♥❁ ✝✟✂ ✝ ✂☎❝r☎✝s☎ t❢ �✞☎

❝t✟✂✁❝�✝✟❝☎ ❛✡ ✝ ❢✝❝�tr t❢ ✝❛t✁� ✷✒ ✁✟✂☎r �✞☎s☎ ❝t✟✂✄�✄t✟s☛ ✝❢�☎r ✝ �t�✝✆ t❡✄✂✝�✄t✟ �✄❣☎ t❢ ✶✻✒ ✞✎ ❉✁r✄✟✠ �✞☎ ♠rt❝☎ss☛ �✞☎ ☞✄✂�✞

✂☎✕☎✆t♠s s�rt✟✠ s♠✝�✄✝✆ ❂✁❝�✁✝�✄t✟s☛ ☞✞✄❝✞ ✝❣t✁✟� �t ❣tr☎ �✞✝✟ ✝ ❢✝❝�tr t❢ �☞t ✝� �✞☎ ☎✟✂ t❢ �✞☎ ☎❡♠☎r✄❣☎✟�☛ s☎☎ ✌✄✠✎ ✷ ✭❝♦✎ ✌✁r✗

�✞☎r❣tr☎☛ �✞☎ t❡✄✂☎ ✆✄✟☎ ✂☎✕☎✆t♠s �☞t ❝✞✝r✝❝�☎r✄s�✄❝ ♠✝��☎r✟s☛ ✟✝❣☎✆✡ ✝ s�r✄♠☎✗✆✄✿☎ �☎❡�✁r☎ ✄✟ st❣☎ r☎✠✄t✟s ✝✟✂ ✝ s�r✁❝�✁r☎ ☞✄�✞ ❣tr☎

✆t❝✝✆✄✏☎✂ ❣t✁✟✂s ✄✟ t�✞☎r r☎✠✄t✟s☛ s☎☎ �✞☎ ✏tt❣✗✄✟s s✞t☞✟ ✄✟ ✌✄✠✎ ✷ ✭❝♦✎ ■✟�☎r☎s�✄✟✠✆✡☛ �✞☎s☎ �☎❡�✁r☎s ✝✆st ✂☎✕☎✆t♠ ✝� �✞☎ ✄✟✄�✄✝✆☛ ❆✌✍

☞r✄��☎✟ ♠✝r� t❢ �✞☎ t❡✄✂☎ ✆✄✟☎✎

❚✞✄s ♠✞☎✟t❣☎✟t✆t✠✡ ✝✆✆t☞s st❣☎ ❝t✟❝✆✁s✄t✟s ❝t✟❝☎r✟✄✟✠ �✞☎ ✁✟✂☎r✆✡✄✟✠ ❣☎❝✞✝✟✄s❣s ❬✶❃❪✎ ❚✞☎ ❢✝❝� �✞✝� t✟✆✡ �✞☎ ✝✟t✂☎ ✠☎�s

t❡✄✂✄✏☎✂ s✁✠✠☎s�s �✞✝� �✞☎ ✂r✄❢� t❢ ✄t✟✗❝t✟�✝✄✟✄✟✠ t❡✡✠☎✟ �t �✞☎ ✝✟t✂☎ ✝✟✂ �✞☎ s✁❛s☎❄✁☎✟� t❡✄✂✝�✄t✟ t❢ ❚✄ ✄s �✞☎ ✂t❣✄✟✝✟� ♠rt❝☎ss☛

☞✞✄✆☎ �✞☎ t♠♠ts✄�☎ ✂r✄❢� t❢ ❅❈❋● ✗ ✄t✟s �t☞✝r✂s �✞☎ ❝✝�✞t✂☎ ❢t✆✆t☞☎✂ ❛✡ �✞☎✄r t❡✄✂✝�✄t✟☛ ✄s t❢ ❣✄✟tr r☎✆☎✕✝✟❝☎☛ ♠rt❛✝❛✆✡ ✝✆st ❛☎❝✝✁s☎

�✞☎ r☎✂✁❝�✄t✟ t❢ ❍❏ ✗ ✄t✟s ✄s �✞☎ ✂t❣✄✟✝✟� ♠rt❝☎ss ✝� �✞☎ ❝✝�✞t✂☎✎ ✍tr☎ s♠☎❝✄✖❝✝✆✆✡☛ r☎❝☎✟� ☎❡♠☎r✄❣☎✟�s ❬✶❑☛✶✑❪ ✞✝✕☎ s✁✠✠☎s�☎✂ �✞✝� ✝�

�✞☎ ❝✝�✞t✂☎☛ �✞☎ ☎❡❝☎ss ☎✆☎❝�rt✟s ✄✟✄�✄✝�☎ �✞☎ ✂✄sst❝✄✝�✄t✟ t❢ ☞✝�☎r ✝❝❝tr✂✄✟✠ �t
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✈➋➊④✉②⑦ ✈q➑✈❿❺q⑤ ✇① ✈➃q ⑧❺✇❹⑨ ✇➑④➀q⑤ ②❺q ⑤➃✇❹⑨➈ ➂❶✇❺ ④⑨✈q❺➊❺q✈②✈④✇⑨ ✇① ✈➃q ❺q①q❺q⑨✉q⑤ ✈✇ ✉✇⑦✇❺ ④⑨ ✈➃④⑤ ➒⑧❿❺q ⑦q⑧q⑨➀➍ ✈➃q ❺q②➀q❺ ④⑤ ❺q①q❺❺q➀ ✈✇ ✈➃q ➓q③

⑥q❺⑤④✇⑨ ✇① ✈➃④⑤ ②❺✈④✉⑦q➈➇

➔→ ➣↔↕➙↔↕➛➜ ↔➛ ➝➞→ ➟➠➡➢➤➥➦➧➧➨➩➢➫ ➦➭➯ ➲➨➩➤➳➫➧➤➠➩➧➠➤➢➫ ➵➸➺ ➻➸➼➵➽➾ ➸➚➵➪➸➚➶

➹➘➘



✇�✁✂� ✂❝✄ ❜☎ ❝✂✂❛✆✝❝✄✁☎✞ ❜✟ t�☎ ✂❛✆✝☎t✁✄✠ r☎❝✂t✁❛✄

✡ ✡✹❖☛ ❖ ✷☛ ❖ ✷☞✌ ✌

✇✁t� t�☎ ❢❛r✆❝t✁❛✄ ❛❢ ❛♦✟✠☎✄ ✠❝❣✍ ❚�✎❣✏ r☎✠❝r✞✁✄✠ t�☎ ❛♦✁✞❝t✁❛✄ ❛❢ ❚✁✏ t�☎ ☎✑☎✂t✁❡☎ r☎❝✂t✁❛✄ r☎❝✞❣

✒✐ ✓❍ ✔ ✒✐✔ ✓❍✕ ✕ ✕ ✭✖✗

■t ✁❣ r☎✆❝r✘❝❜✙☎ t�❝t t�✁❣ ❛♦✁✞❝t✁❛✄ ❣☎t❣ ✁✄ ❝t q✎✁t☎ ✙❛✇ r☎✙❝t✁❡☎ �✎✆✁✞✁t✁☎❣✏ ✇�☎r☎ ❛✄✙✟ ✂�☎✆✁✚ ❝✄✞ ✝�✟❣✁❣❛r❜☎✞ ✙❝✟☎r❣ ❛❢ ✇❝t☎r

✆❛✙☎✂✎✙☎❣ ❣�❛✎✙✞ ❜☎ ✝r☎❣☎✄t ✇�✁✂� ✞❛ ✄❛t ❢❛r✆ �✟✞r❛✠☎✄ ❜❛✄✞❣ ❜☎t✇☎☎✄ t�☎ ✇❝t☎r ✆❛✙☎✂✎✙☎❣✏ ❝✄✞ ✝r❛t❛✄ ✂❛✄✞✎✂t✁❛✄ ✁✄❣✁✞☎ t�☎

✇❝t☎r ✛✙✆ ✁❣ ❝❜❣☎✄t ❬✖✶❪✍ ❚�☎ ✆☎❝❣✎r☎✞ ✁✄✚❣✁t✎ ✂❛✄✞✎✂t❝✄✂☎ ✂❛rr☎✙❝t☎❣ ✇✁t� t�☎ ✇✁✞t� ❛❢ t�☎ ❛♦✁✞☎✏ ❝✄✞ ✁t❣ ✞☎✂r☎❝❣☎ ❛❡☎r t✁✆☎ ✂❝✄ ❜☎

✝r☎✞❛✆✁✄❝✄t✙✟ ❝ttr✁❜✎t☎✞ t❛ t�☎ ✁✄✂r☎❝❣✁✄✠ ❣☎✝❝r❝t✁❛✄ ❜☎t✇☎☎✄ t�☎ t✇❛ ☎✙☎✂tr❛✞☎❣✍ ❋✁✄❝✙✙✟✏ t�☎ ❣tr❛✄✠ ✁✄�❛✆❛✠☎✄☎✁t✁☎❣ t�❝t ☎❡❛✙❡☎

✎✄✞☎r t�☎ ❜✁❝❣ ❡❛✙t❝✠☎✏ ✝✙✎❣ t�☎ ❛❜❣☎r❡❝t✁❛✄ t�❝t ❝✙❣❛ t�☎ ✁✄✁t✁❝✙ ❛♦✁✞☎ ✙✁✄☎ ✂�❝✄✠☎❣ ✁t❣ ✆❛r✝�❛✙❛✠✟✏ ✁✄✞✁✂❝t☎ t�❝t t�☎ ❛♦✁✞❝t✁❛✄ ✁❣

❝✂✂❛✆✝❝✄✁☎✞ ❜✟ ❣❛✆☎ ✘✁✄✞ ❛❢ ☎✙☎✂tr❛❢❛r✆✁✄✠✏ ✆❝✟❜☎ ✁✄ r☎✙❝t✁❛✄ t❛ ☎✙☎✂tr❛❣tr✁✂t✁❛✄ ❛r ✙❛✂❝✙ �☎❝t✁✄✠ ❬✖✜❪✍

■t ❣�❛✎✙✞ ❜☎ ✄❛t☎✞ t�❝t ❛✎r ❝✄❛✞✁✢❝t✁❛✄ ❣☎t✎✝ ✁❣ ✎✄✂❛✄❡☎✄t✁❛✄❝✙ ✁✄ ❣☎❡☎r❝✙ r☎❣✝☎✂t❣✍ ❋✁r❣t ❛❢ ❝✙✙✏ t�☎ ☎✙☎✂tr❛✙✟t☎✏ ✁✄ ❛✎r ✂❝❣☎ ✇❝t☎r✏ ✁❣

❛✄☎ ❛❢ t✇❛ ✂❛✄✞✎✂t✁❡☎ ✆☎✞✁❝ ❜☎t✇☎☎✄ t�☎ ✂❝t�❛✞☎ ❝✄✞ t�☎ ❝✄❛✞☎✏ ✙❛✂❝t☎✞ ✁✄ ✝❝r❝✙✙☎✙ t❛ t�☎ ❝✙r☎❝✞✟ ☎♦✁❣t✁✄✠ ✣✤✥①✍ ❙☎✂❛✄✞✏ t�☎

☎✙☎✂tr❛✙✟t☎ ✂❝✄ ✂❛✄t❝✁✄ ❝ ✂❛✄❣✁✞☎r❝❜✙☎ ❝✆❛✎✄t ❛❢ ❛♦✟✠☎✄ ✠❝❣✏ ✇�✁✂� ✞☎✝☎✄✞❣ ❛✄ t�☎ ❛♦✟✠☎✄ ✝❝rt✁❝✙ ✝r☎❣❣✎r☎✍ ❚❛ t�☎ ❜☎❣t ❛❢ ❛✎r

✘✄❛✇✙☎✞✠☎✏ t�☎ ✁✄✦✎☎✄✂☎ ❛❢ ❛♦✟✠☎✄ ✠❝❣ ✁✄ t�☎ ☎✙☎✂tr❛✙✟t☎ ❛✄ t�☎ ❝✄❛✞✁✢❝t✁❛✄ ✝r❛✂☎❣❣ �❝❣ ✄❛t ❜☎☎✄ ❣t✎✞✁☎✞ �✁t�☎rt❛✍ ✧❛✇☎❡☎r✏ t�☎

❝✄❛✞✁✢❝t✁❛✄ ❛❢ ✆☎t❝✙❣ ✇✁t� ✁✄✂❛r✝❛r❝t☎✞ ❛♦✟✠☎✄ �❝❣ ❣�❛✇✄ t�❝t t�☎❣☎ ❛♦✟✠☎✄ ❝t❛✆❣ ✞❛ ✝❝rt✁✂✁✝❝t☎ ✁✄ t�☎ ❝✄❛✞✁✢❝t✁❛✄ ❝✄✞ ❝✂✂☎✙☎r❝t☎

t�☎ ❛♦✁✞❝t✁❛✄ r❝t☎✍ ❆✙❣❛✏ t�☎ ✛✙✆❣ ✞☎❡☎✙❛✝ ❝ ✙❝r✠☎r r❛✎✠�✄☎❣❣ ✁✄ t�☎ ✝r☎❣☎✄✂☎ ❛❢ ❛♦✟✠☎✄ ❬★✩❪✍ ❲☎ ✇✁✙✙ ✠☎t ❜❝✂✘ t❛ t�✁❣ ✁❣❣✎☎ ❜☎✙❛✇✍

❚�✁r✞✏ t�☎ ❣t✎✞✁☎✞ ✆❛r✝�❛✙❛✠✟ ❣☎☎✄ ✁✄ ❋✁✠✍ ★ ✭❝✏✂✗ ✁❣ ❛r✁☎✄t☎✞ ✝r☎✞❛✆✁✄❝✄t✙✟ ❝✙❛✄✠ t�☎ ✞✁r☎✂t✁❛✄ ❛❢ t�☎ ❝✄❛✞✁✢✁✄✠ ☎✙☎✂tr✁✂ ✛☎✙✞ ❝✄✞

✄❛t✏ ❝❣ ❢r☎q✎☎✄t✙✟ r☎✝❛rt☎✞✏ ✝☎r✝☎✄✞✁✂✎✙❝r t❛ ✁t ❬★✏★✖✏★★❪✍ ❋✁✄❝✙✙✟✏ t�☎ ✠r❛✇✄ ❛♦✁✞☎ ✛✙✆ ✁❣ ❡☎r✟ t�✁✄ ❣✎✂� t�❝t ✞✎☎ t❛ t�☎ ✝r❛♦✁✆✁t✟ ❛❢

t�☎ ❣✎❜❣tr❝t☎✏ ❝ ❣✁✠✄✁✛✂❝✄t ❢r❝✂t✁❛✄ ❛❢ ✁t ✆❝✟ ❜☎ ✎✄✞☎r ❣tr❝✁✄✏ ✇�✁✙☎ ✁✄ ❛♦✁✞☎❣ ❛❢ ✆✎✂� ✙❝r✠☎r t�✁✂✘✄☎❣❣✏ t�☎ ❣tr❝✁✄ r☎✙❝♦☎❣ ❝❢t☎r ❝ ❢☎✇

✙❝tt✁✂☎ ✂❛✄❣t❝✄t❣ ❝✄✞ t�☎ ✂❛✄❡☎✄t✁❛✄❝✙ ❜✎✙✘ ✂r✟❣t❝✙ ❣tr✎✂t✎r☎❣ ✙✁✘☎ r✎t✁✙☎ ❛r ❝✄❝t❝❣☎ ❝r☎ ✞❛✆✁✄❝✄t✍ ❚�✎❣✏ ❝ ❣tr❝✁✠�t❢❛r✇❝r✞ ❝✝✝✙✁✂❝t✁❛✄

❛❢ ✆❛✞☎✙❣ ✞☎❡☎✙❛✝☎✞ ❢❛r ❛t�☎r ❣☎t✎✝❣ t❛ ❛✎r ❣✂☎✄❝r✁❛ ✆❝✟ ❜☎ ✁✄❝✝✝r❛✝r✁❝t☎✍ ■t ✁❣ ❜☎✟❛✄✞ t�☎ ❣✂❛✝☎ ❛❢ t�☎ ✝r☎❣☎✄t ✇❛r✘ t❛ ✂✙❝r✁❢✟ t�☎

r❛✙☎❣ t�☎❣☎ ✞✁✑☎r☎✄✂☎❣ ✆❝✟ ✝✙❝✟✍ ❘❝t�☎r✏ ✇☎ ❢❛✂✎❣ ❛✄ ❝ ✝�☎✄❛✆☎✄❛✙❛✠✁✂❝✙ ✂�❝r❝✂t☎r✁✢❝t✁❛✄ ❛❢ t�✁❣ ❝✄❛✞✁✢❝t✁❛✄ ❝✄✞ ✁t❣ ✞☎✝☎✄✞☎✄✂☎ ❛✄

t�☎ ❝✆❜✁☎✄t ✂❛✄✞✁t✁❛✄❣✏ ✁✄ ❡✁☎✇ ❛❢ ✁t❣ r☎✙☎❡❝✄✂☎ ❢❛r t�☎ ✝☎r❢❛r✆❝✄✂☎ ❛❢ ❣✎✂� ✆✁✂r❛☎✙☎✂tr❛✞☎❣ ✁✄ t�☎ ✞☎❡✁✂☎❣ ✆☎✄t✁❛✄☎✞ ❝❜❛❡☎✍

■✄ ❛r✞☎r t❛ ❣t✎✞✟ t�☎ ☎✑☎✂t ❛❢ t�☎ �✎✆✁✞✁t✟✏ ❝ ❣☎r✁☎❣ ❛❢ ❝✄❛✞✁✢❝t✁❛✄ ☎♦✝☎r✁✆☎✄t❣ ✇❝❣ ✝☎r❢❛r✆☎✞✏ t�☎ r☎❣✎✙t❣ ❛❢ ✇�✁✂� ❝r☎ ❣✎✆✚

✆❝r✁✢☎✞ ✁✄ ❋✁✠✍ ✸✍ ❆t ✢☎r❛ r� ✭❋✁✠✍ ✸ ✭❝✗✗✏ ❝✝✝✙✁✂❝t✁❛✄ ❛❢ ❜✁❝❣ ❡❛✙t❝✠☎❣ ✎✝ t❛ ★✩ ❱ ✞❛ ✄❛t ✆❛✞✁❢✟ t�☎ ✆❛r✝�❛✙❛✠✟ ❛r t�☎ ✇✁✞t� ❛❢ t�☎

✪✫✬✮ ✯✮ ❊✰✱✲✳✴✵✱✺ ✱✻ ✴✼✽ ✾✿❀❁ s✴❂✵❃✽ ♠✱❂❃✼✱✲✱❄❅ ✳✺✉✽❂ ❃✱✴✽✺✴✵✱s✴♣✴✵❇ ❇✱✺✉✵✴✵✱✺s ✵✺ ♣✵❂ ❈✵✴✼ ✉✵❉✽❂✽✺✴ ❂✽✲♣✴✵✰✽ ✼✳♠✵✉✵✴✵✽s ✱✻ ● ❏♣❑▲ ▼●◆ ❏P❑ ♣✺✉ ◗●◆

❏❇❑▲ ♣s ✱Ps✽❂✰✽✉ ❈✵✴✼ ♣✺ ♣✴✱♠✵❇ ✻✱❂❇✽ ♠✵❇❂✱s❇✱❃✽❯ ❏❳✱❂ ✵✺✴✽❂❃❂✽✴♣✴✵✱✺ ✱✻ ✴✼✽ ❂✽✻✽❂✽✺❇✽s ✴✱ ❇✱✲✱❂ ✵✺ ✴✼✵s ❨❄✳❂✽ ✲✽❄✽✺✉▲ ✴✼✽ ❂✽♣✉✽❂ ✵s ❂✽✻✽❂❂✽✉ ✴✱ ✴✼✽ ❩✽P

✰✽❂s✵✱✺ ✱✻ ✴✼✵s ♣❂✴✵❇✲✽❯❑

❭❫ ❴❵❞❤❵❞❥❦ ❵❥ ❧♥❫ ✈②③④⑤⑥⑦⑧⑧⑨⑩④❶ ⑦❷❸ ❹⑨⑩⑤❺❶⑧⑤②⑩⑧②⑤④❶ ❻❼❽ ❾❼❿❻➀➁ ❼➂❻➃❼➂➄

➅➆➇



♦�✁✂✄ ❧✁☎✄✆ ❆✝ t✞✄ ❜✁✟✝ ✈♦❧t✟✠✄ ✁✝ ✁☎✐✡✄✟✝✄✂ t♦ ✸☛ ❱☞ t✞✄ ♦�✁✂✄ ❧✁☎✄ t✡✟☎✝✌♦✡✍✝ ✁☎t♦ ✟ t✡✄☎✐✞✆ ❆✝ ✄�❡✄✐t✄✂☞ ☎♦ ♦�✁✂✄ ✠✡♦❣t✞ ✁✝ ❡♦✝✝✁❜❧✄ ✁☎

✂✡❞ ✟✁✡✆ ❘✟t✞✄✡☞ ✟t ❧✟✡✠✄ ✄❧✄✐t✡✁✐ ✎✄❧✂✝ ✟❜♦✈✄ ✶✏ ✑✒♠✽ ☞ t✞✁✝ ♦�✁✂✄ ❧✁☎✄ ✁✝ ✂✄✝t✡♦❞✄✂✆ ❲✄ t✄☎t✟t✁✈✄❧❞ ✟tt✡✁❜❛t✄ t✞✁✝ t♦ ❏♦❛❧✄ ✞✄✟t✁☎✠

❣✞✁✐✞ ✍✟❞ ✂✄✐✡✄✟✝✄ t✞✄ ✟✂✞✄✝✁♦☎ ♦✌ t✞✄ ❚✓✔① t♦ t✞✄ ✝❛❜✝t✡✟t✄☞ ♦✡ t♦ ✄❧✄✐t✡♦✝t✡✁✐t✁♦☎ ❣✞✁✐✞ ✍✟❞ ❧✄✟✂ t♦ ✐✡✟✐❝✝ ✁☎ t✞✄ ❚✓✔① ✝t✡✁❡✄ ✟☎✂✕♦✡

❡❛❧✈✄✡✁♣✟t✁♦☎✆

❆✝ t✞✄ ✞❛✍✁✂✁t❞ ✁✝ ✁☎✐✡✄✟✝✄✂ t♦ ✷☛✖☞ t✞✄ ✠✄♦✍✄t✡❞ ♦✌ t✞✄ ♦�✁✂✄ ❧✁☎✄ ✠✄t✝ ✍♦✂✁✎✄✂ ❜❞ ❜✁✟✝ ✈♦❧t✟✠✄✝ ♦✌ ✷☛ ❱ ✟☎✂ ❧✟✡✠✄✡☞ ✝✄✄ ❋✁✠✆ ✸

✭❜✗✆ ❆☎ ✁☎✐✡✄✟✝✄ ♦✌ ❲ ♦✈✄✡ t✁✍✄ ❜❞ ✟ ✌✟✐t♦✡ ♦✌ ✟❜♦❛t ✘ ✁✝ ♦❜✝✄✡✈✄✂✆ ✙✞❛✝☞ ✟✝ t✞✄ ✡✞ ✁✝ ✁☎✐✡✄✟✝✄✂ ✌✡♦✍ ✚☛✖ t♦ ✷☛✖☞ t✞✄ ♦�✁✂✄ ✠✡♦❣t✞ ✠✄t✝

✌✟✝t✄✡ ✟☎✂ ❧✟✡✠✄✡ ❣✁✂t✞✝ ❲ ✟✡✄ ♦❜t✟✁☎✄✂✆ ❆❧✝♦ ✝✞♦❣☎ ✁✝ t✞✄ ♦�✁✂✄ ✠✡♦❣t✞ ✟t ✟ ✡✞ ♦✌ ✺☛✖☞ ✝✄✄ ❋✁✠✆ ✸ ✭✐✗☞ ❣✞✄✡✄ ✟ ❧✁✛❛✁✂ ❣✟t✄✡ ✎❧✍ ✁✝

❡✡✄✝✄☎t ❬✚✜❪✆ ✙✞✄ ✠✡♦❣t✞ ✡✟t✄ ♦✌ ❲ ✁✝ ✟❡❡✡♦�✁✍✟t✄❧❞ t✞✄ ✝✟✍✄ ✟✝ t✞✟t ♦☎✄ ✟t ✷☛✖ ✡✞✆ ✙✞✄ ✝t✡✁❡✄s❧✁❝✄ t✄�t❛✡✄ ✁☎ t✞✄ ✍♦✡❡✞♦❧♦✠❞ ♦✌ t✞✄

❚✓✔① ✁✝ ✍♦✡✄ ❡✡♦☎♦❛☎✐✄✂ ✁☎ ✐♦✍❡✟✡✁✝♦☎ t♦ t✞✟t ♦☎✄ ♦❜✝✄✡✈✄✂ ❛☎✂✄✡ ✚☛✖ ✡✞✆ ■t✝ ✍✟✡❝✄✂☎✄✝✝ ✁☎✐✡✄✟✝✄✝ ♦✈✄✡ t✁✍✄☞ ❛☎✂✄✡ ✁☎✐✡✄✟✝✁☎✠ ❜✁✟✝

✈♦❧t✟✠✄✝ ✟☎✂ ✌♦✡ ❧✟✡✠✄✡ ✡✄❧✟t✁✈✄ ✞❛✍✁✂✁t❞✆ ❆❧✝♦☞ t✞✄✝✄ ✝t✡✁❡✄✝ ✟✡✄ ✟✡✡✟☎✠✄✂ ✛❛✟✝✁s❡✄✡✁♦✂✁✐✟❧❧❞✆ ❋♦✡ ✄�✟✍❡❧✄☞ ✟t ✸☛ ❱ ✁☎ ✡✞ ✺☛✖☞ t✄☎ ✝❛✐✞

✝t✡✁❡✄✝ ✟✡✄ ♦❜✝✄✡✈✄✂ ✟t ✟ ✝✄❡✟✡✟t✁♦☎ ♦✌ ✟❜♦❛t ➭✢ ✣✆ ✙✞✄❞ ✝t✟✡t ✌✡♦✍ t✞✄ ✙✁ ✄❧✄✐t✡♦✂✄ t✞✟t ✟✐t✝ ✟✝ ✐✟t✞♦✂✄ ✟☎✂ ✄�t✄☎✂ ✡♦❛✠✞❧❞ t♦ t✞✄

✐✄☎t✄✡ ♦✌ t✞✄ ♦�✁✂✄ ❧✁☎✄☞ ✟✌t✄✡ ❣✞✁✐✞ ✟ ✍♦✡✄ ✞♦✍♦✠✄☎✄♦❛✝☞ ❡♦✡✄s❧✁❝✄ ✍♦✡❡✞♦❧♦✠❞ ✁✝ ♦❜✝✄✡✈✄✂☞ ✝✄✄ ✟❧✝♦ t✞✄ ✄☎❧✟✡✠✄✍✄☎t ✁☎ ❋✁✠✆ ✸ ✭✐✗✆

❙❛✐✞ ❡♦t✄☎t✁♦✝t✟t✁✐ ✟✠✁☎✠ ❡✡♦✐✄✝✝✄✝ ✞✟✈✄ ❜✄✄☎ ✝t❛✂✁✄✂ ✄✟✡❧✁✄✡✆ ❋♦✡ ✄�✟✍❡❧✄☞ ❡♦✝ts✠✡♦❣t✞ ✐✡❞✝t✟❧❧✁♣✟t✁♦☎ ❛☎✂✄✡ ✝❛✐✞ ✐♦☎✂✁t✁♦☎✝ ✞✟✝

❜✄✄☎ ✡✄❡♦✡t✄✂ ❬✷✸❪☞ ❣✞✁❧✄ ✟✠✁☎✠ ✐✟☎ ✟❧✝♦ ✁☎✐❧❛✂✄ ✂✄✞❞✂✡✟t✁♦☎ ✟☎✂ ✟ ✝❛❜✝✄✛❛✄☎t ✐✡❞✝t✟❧ ✡✄♦✡✂✄✡✁☎✠ ❬✷✤❪✆ ✙✞✁✝ ✐♦❛❧✂ ❧✄✟✂ t♦ t✄☎✝✁❧✄

✝t✡✄✝✝ ✁☎ t✞✄ ✁☎✁t✁✟❧❧❞ ✝t✡✄✝✝s✌✡✄✄☞ ✞❞✂✡✟t✄✂ ♦�✁✂✄ ❬✷✺☞✷✥❪✆ ❲✄ ✐✟☎☎♦t ✄�✐❧❛✂✄ t✞✟t t✞✄ ✝t✡✁❡✄✝ ✟✡✄ ✟ ✐♦☎✝✄✛❛✄☎✐✄ ♦✌ ✄❧✄✐t✡♦☎ ✟✈✟❧✟☎✐✞✄✝

t✞✟t ✝t✟✡t ✌✡♦✍ ✂✄✌✄✐t✝ ✟t t✞✄ ✐✟t✞♦✂✄✕♦�✁✂✄ ✁☎t✄✡✌✟✐✄ ✟☎✂ ✄�t✄☎✂ ✁☎t♦ t✞✄ ♦�✁✂✄ ❬✷✦❪☞ ❣✞✁✐✞ ✁✝ ✟✐✐♦✍❡✟☎✁✄✂ ❜❞ ❧♦✐✟❧ ✝t✡✄✝✝ ✟✝ ❣✄❧❧ ✟✝

❜❞ ✞✄✟t✁☎✠ ✟☎✂ ✍✟❞ ❧✄✟✂ t♦ ✝t✡❛✐t❛✡✟❧ ✐✞✟☎✠✄✝✆ ❍♦❣✄✈✄✡☞ ✁✌ t✞✁✝ t✄�t❛✡✄ ❣♦❛❧✂ ♦✡✁✠✁☎✟t✄ ✝♦❧✄❧❞ ✌✡♦✍ ✄❧✄✐t✡♦☎ ✟✈✟❧✟☎✐✞✄✝ t✞✟t ✄✍✄✡✠✄

✁☎ t✞✄ ❜✡✄✟❝✂♦❣☎ ✡✄✠✁✍✄ ✌✡♦✍ ✂✄✌✄✐t✝ ❣✞✄✡✄ t✞✄ ✄❧✄✐t✡✁✐ ✎✄❧✂ ✁✝ ❡✟✡t✁✐❛❧✟✡❧❞ ✝t✡♦☎✠☞ ✝❛✐✞ ✟ ✡✄✠❛❧✟✡ ❡✟tt✄✡☎ ✁✝ ☎♦t t♦ ❜✄ ✄�❡✄✐t✄✂✆

❘✟t✞✄✡☞ ✁t ✟❡❡✄✟✡✝ ❡❧✟❛✝✁❜❧✄ t✞✟t ✝t✡✟✁☎ ✁✝ ✁☎✈♦❧✈✄✂ ❣✞✁✐✞ ✞✟✝ t♦ ❜❛✁❧✂ ♦✈✄✡ ✟ ✐✄✡t✟✁☎ t✡✟☎✝✈✄✡✝✄ ✂✁✝t✟☎✐✄ ❜✄✌♦✡✄ ✁t ✡✄❧✟�✄✝ ✟☎✂ ❧✄✟✂✝ t♦

t✞✄ ♦❜✝✄✡✈✄✂ ✛❛✟✝✁s❡✄✡✁♦✂✁✐ ❡✟tt✄✡☎✆

■☎ ❋✁✠✆ ✤☞ t✞✄ ✄✈♦❧❛t✁♦☎ ♦✌ t✞✄ ✟✈✄✡✟✠✄ ❣✁✂t✞ ✭✟✗ ✟☎✂ ✞✄✁✠✞t ✭❜✗ ♦✌ t✞✄ ♦�✁✂✄ ❧✁☎✄✝ ✟✡✄ ✡✄❡✡♦✂❛✐✄✂✆ ❆t ✡✄❧✟t✁✈✄ ✞❛✍✁✂✁t✁✄✝ ♦✌ ✚☛✖ ✟☎✂

✷☛✖☞ ❣✄ ♦❜✝✄✡✈✄ ✟☎ ✁☎✐✡✄✟✝✄ ♦✌ t✞✄ ♦�✁✂✄ ✞✄✁✠✞t ✂❛✡✁☎✠ ✟☎♦✂✁♣✟t✁♦☎ ❣✞✁✐✞ ✁✝ ❥❛✝t ✝❧✁✠✞t❧❞ ✟❜♦✈✄ t✞✄ ✄�❡✄✡✁✍✄☎t✟❧ ✟✐✐❛✡✟✐❞☞ ✝✄✄✆ ❋✁✠✆ ✤

✭❜✗✆ ✙✞✄ ✡♦❛✠✞☎✄✝✝ ♦✌ t✞✄ ✎❧✍ ✁☎✐✡✄✟✝✄✝ ✝❧✁✠✞t❧❞ ❜♦t✞ ✟✝ t✞✄ ✡✞ ✁☎✐✡✄✟✝✄✝ ✟☎✂ ✟✝ ✟ ✌❛☎✐t✁♦☎ ♦✌ ✟☎♦✂✁♣✟t✁♦☎ t✁✍✄☞ ✟✝ ✁☎✂✁✐✟t✄✂ ❜❞ t✞✄

✄✡✡♦✡ ❜✟✡✝✆ ❆ ✍✟✡❝✄✂ ✁☎✐✡✄✟✝✄ ♦✌ t✞✄ ♦�✁✂✄ ✞✄✁✠✞t ❜❞ ✍♦✡✄ t✞✟☎ ✟ ✌✟✐t♦✡ ♦✌ ✷ ✁✝ ✂✄t✄✐t✄✂ ✟t ✟ ✡✞ ♦✌ ✺☛✖ ❛☎✂✄✡ ✟ ❜✁✟✝ ✈♦❧t✟✠✄ ♦✌ ✧★ ✩✆

❆❧✝♦ ✞✄✡✄☞ t✞✄ ✠✡♦❣t✞ ♦✌ t✞✄ ♦�✁✂✄ ✁✝ ✟✐✐♦✍❡✟☎✁✄✂ ❜❞ ✟☎ ✁☎✐✡✄✟✝✄ ♦✌ ✁t✝ ✡♦❛✠✞☎✄✝✝✆

■t ✟❡❡✄✟✡✝ ❛☎❧✁❝✄❧❞ t✞✟t t✞✁✝ ✞✄✁✠✞t ✁☎✐✡✄✟✝✄ ✁✝ ✐✟❛✝✄✂ ❜❞ ✍♦❜✁❧✄ ✪❖✫ s ✁♦☎✝ t✞✟t ✡✄✟✐t ❣✁t✞ ✙✁ t✞✟t ✞✟✝ ✡✄✍✟✁☎✄✂ ✡✄✂❛✐✄✂ ✁☎✝✁✂✄ t✞✄

❚✓✔①✆ ✬☎✄ ✄�❡❧✟☎✟t✁♦☎ ✐♦❛❧✂ ❜✄ t✞✟t ✰✮✯✹ s ✁♦☎✝ ✂✁✝✝♦❧✈✄ ✁☎ t✞✄ ❣✟t✄✡ ✟☎✂ ✍✁✠✡✟t✄☞ ✁☎ ✝❛✱✐✁✄☎t❧❞ ✝t✡♦☎✠ ✄❧✄✐t✡✁✐ ✎✄❧✂✝☞ ✁☎ ✟☎t✁❡✟✡✟❧❧✄❧

✂✁✡✄✐t✁♦☎ t♦ t✞✄ ✄❧✄✐t✡✁✐ ✎✄❧✂ ❧✁☎✄✝ ✁☎t♦ t✞✄ ❚✓✔① ❣✞✄✡✄ t✞✄❞ ✡✄✟✐t ❣✁t✞ ✪❖✫ s ✁♦☎✝ ✟☎✂ ✌♦✡✍ ✟✂✂✁t✁♦☎✟❧ ❚✓✔①✆ ❆ ✝✄✐♦☎✂ ❡♦✝✝✁❜❧✄

✐♦☎t✡✁❜❛t✁♦☎ t♦ t✞✁✝ ✠✡♦❣t✞ ✁✝ t✞✄ ❣✄❧❧s❝☎♦❣☎ ✄✈♦❧❛t✁♦☎ ♦✌ ♦�❞✠✄☎ ✠✟✝ ✂❛✡✁☎✠ t✞✄ ♦�✁✂✟t✁♦☎ ❜♦t✞ ✟t t✞✄ ✝❛✡✌✟✐✄ ✟✝ ❣✄❧❧ ✟✝ ✁☎ t✞✄ ❜❛❧❝ ♦✌

t✞✄ ❚✓✔① ❬✷✘➊✸☛❪✆ ■t ✞✟✝ ❜✄✄☎ ✟✡✠❛✄✂ t✞✟t t✞✄ ♦�❞✠✄☎ ✠✟✝ ✌♦✡✍✝ ✌✡♦✍ ✪❖✫ ✁♦☎✝ ✟t ✐✡❞✝t✟❧ ✁✍❡✄✡✌✄✐t✁♦☎✝ ❣✁t✞ ✟ ✂✄✐✡✄✟✝✄✂ ❜✁☎✂✁☎✠

✄☎✄✡✠❞ ❬✸✚❪✆ ✙✞✄ ✂✁✝✝♦✐✁✟t✁♦☎ ♦✌ ✲✳✴ ✁♦☎✝ ✟t t✞✄ ✟☎♦✂✄ ✟✐✐♦✡✂✁☎✠ t♦ t✞✄ ✡✄✟✐t✁♦☎ ✝t✟t✄✂ ✟❜♦✈✄ ✁✝ ✟ ✝✄✐♦☎✂ ❡♦✝✝✁❜❧✄ ❣✟❞ t♦ ✠✄☎✄✡✟t✄

♦�❞✠✄☎ ✠✟✝✆ ❆❧✝♦☞ ✄✈✁✂✄☎✐✄ ✞✟✝ ❜✄✄☎ ✡✄❡♦✡t✄✂ t✞✟t t✞✄ ♦�❞✠✄☎ ✠✟✝ ❡✡♦✂❛✐✄✂ t✞✁✝ ❣✟❞ ✐✟☎ ✌♦✡✍ ❜❛❜❜❧✄✝ ✁☎ t✞✄ ❚✓✔① ❬✚✘☞✸✷❪✆ ✙✞✄ ✞✁✠✞

❧♦✐✟❧ ❡✡✄✝✝❛✡✄ ❬✸✷❪ ✍✟❞ ✠✄t ✡✄❧✄✟✝✄✂ ❜❞ ✡❛❡t❛✡✁☎✠ t✞✄ ✎❧✍ ❧♦✐✟❧❧❞✆ ❆✐t❛✟❧❧❞☞ t✞✄ ✐❛✡✡✄☎t t✡✟☎✝✁✄☎t✝ ✝✞♦❣☎ ✁☎ ❋✁✠✆ ✷ ✭❜✗☞ ❣✞✁✐✞ ✡✄✈✄✟❧

✁☎t✄✡✈✟❧✝ ♦✌ ❣✄✟❝❧❞ ✁☎✐✡✄✟✝✁☎✠ ✐❛✡✡✄☎t✝ ❣✁t✞ t✁✍✄☞ ✍✟❞ ✟❧✝♦ ❜✄ t✟❝✄☎ ✟✝ ✟☎ ✁☎✂✁✐✟t✁♦☎ ✌♦✡ ♦�❞✠✄☎ ✌♦✡✍✟t✁♦☎☞ ✝✁☎✐✄ ✡✄✐✄☎t❧❞☞ ✟☎

✁☎✐✡✄✟✝✁☎✠ ✐❛✡✡✄☎t ❣✁t✞ t✁✍✄ ✞✟✝ ❜✄✄☎ ✡✄❧✟t✄✂ t♦ t✞✄ ✄❧✄✐t✡♦☎✁✐ ✐♦✍❡♦☎✄☎t ♦✌ t✞✄ ✐❛✡✡✄☎t ✟☎✂ t♦ t✞✄ ✌♦✡✍✟t✁♦☎ ♦✌ ♦�❞✠✄☎ ✠✟✝☞ ✄✈✄☎

t✞♦❛✠✞ ✁t ✁✝ ☎♦t ✐❧✄✟✡ ❣✞✄t✞✄✡ t✞✁✝ ✍♦✂✄❧ ✁✝ ✟❡❡❧✁✐✟❜❧✄ t♦ ♦❛✡ ✁✍❡❧✄✍✄☎t✟t✁♦☎ ❬✚✦❪✆ ❲✁t✞ t✞✄ ❣✟t✄✡ ✎❧✍ ✌♦✡✍✄✂☞ ✁t ✍✟❞ ❜✄ ✍♦✡✄

✂✁✱✐❛❧t ✌♦✡ t✞✄ ♦�❞✠✄☎ t♦ ✄✝✐✟❡✄ ✁☎t♦ t✞✄ ✟t✍♦✝❡✞✄✡✄ ✟☎✂ ❧✄✟✂ t♦ t✞✄ ✌♦✡✍✟t✁♦☎ ♦✌ ✈♦✁✂✝ ✁☎✝✁✂✄ t✞✄ ❚✓✔① ❬✷☛❪☞ ✟✝ ✞✟✝ ❜✄✄☎ ✡✄❡♦✡t✄✂

✄❧✝✄❣✞✄✡✄ ✌♦✡ ✂✁✵✄✡✄☎t ✟☎♦✂✁♣✟t✁♦☎ ✝✄t❛❡✝✆ ■☎ t✞✁✝ ✐✟✝✄☞ t✞✄ ✈✄✡t✁✐✟❧ ✠✡♦❣t✞ ✁✝ ✄✝✝✄☎t✁✟❧❧❞ ✂❛✄ t♦ ✟ ✝❣✄❧❧✁☎✠ ✟☎✂ ❣♦❛❧✂ ✠♦ ✟❧♦☎✠ ❣✁t✞ ✟☎

✁☎✐✡✄✟✝✄✂ ❡♦✡♦✝✁t❞✆ ❆❧✝♦☞ ✝✁☎✐✄ ✁t ✁✝ ❣✄❧❧s❝☎♦❣☎ t✞✟t ❚✓✔① ✐✟☎ ❜✄ ✞❞✂✡✟t✄✂ t♦ ✝✁✠☎✁✎✐✟☎t ❧✄✈✄❧✝ ❬✸✸☞✸✤❪☞ ❣✟t✄✡ ✍✟❞ ✠✄t ✁☎✐♦✡❡♦✡✟t✄✂ ✁☎

t✞✄ ✎❧✍ ✈✁✟ t✞✄ ✌♦✡✐✄✝ t✞✄ ✄❧✄✐t✡✁✐ ✎✄❧✂ ✁☎✞♦✍♦✠✄☎✄✁t✁✄✝ ✄�✄✡t ♦☎ t✞✄ ❣✟t✄✡ ✍♦❧✄✐❛❧✄✝✆ P♦✝✝✁❜❧❞☞ ✟❧❧ t✞✄✝✄ ✍✄✐✞✟☎✁✝✍✝ ✐♦☎t✡✁❜❛t✄ t♦

✝♦✍✄ ✄�t✄☎t t♦ t✞✄ ✈✄✡t✁✐✟❧ ✠✡♦❣t✞✆ ■t ✝✞♦❛❧✂ ❜✄ ☎♦t✄✂ t✞✟t ♦❛✡ ✡✄✝❛❧t✝ ✟✡✄ ✁☎ t❛☎✄ ❣✁t✞ t✞✄ ✠✄☎✄✡✟❧ ♦❜✝✄✡✈✟t✁♦☎ t✞✟t ✟ ✌✟✝t✄✡ ✠✡♦❣t✞

❡✡♦✐✄✝✝ ❧✄✟✂✝ t♦ ♦�✁✂✄ ✎❧✍✝ ❣✁t✞ ✝✍✟❧❧✄✡ ✍✟✝✝ ✂✄☎✝✁t❞ ✟☎✂ ✍♦✡✄ ✂✁✝♦✡✂✄✡ ❬✚✥❪✆

❈♦✍❡❧✄✍✄☎t✟✡❞ ✁☎✌♦✡✍✟t✁♦☎ ✐✟☎ ❜✄ ♦❜t✟✁☎✄✂ ✌✡♦✍ t✞✄ ✐❛✡✡✄☎ts✈♦❧t✟✠✄ ✭■❱✗ s ✐✞✟✡✟✐t✄✡✁✝t✁✐✝ ✟✝ ✟ ✌❛☎✐t✁♦☎ ♦✌ t✞✄ ❜✁✟✝ ✈♦❧t✟✠✄ ✟☎✂

t✞✄ ❡✄✡✁♦✂ ♦✌ t✁✍✄ ♦✈✄✡ ❣✞✁✐✞ ✁t ✁✝ ✟❡❡❧✁✄✂☞ ✝✄✄ ❋✁✠✆ ✺✆ ■☎ ✂✡❞ ✟✁✡☞ ✝✄✄ ❋✁✠✆ ✺ ✭✟✗☞ ❣✄ ♦❜✝✄✡✈✄ ✟ ✡✄❧✟t✁✈✄❧❞ ✝✍✟❧❧ ✁☎✐✡✄✟✝✄ ♦✌ t✞✄

✻✼✾✿ ❀✿ ▼❁❂❃❄❅❁❇❁❉❊❃ ●❑ ❊▲❁ ✇◆◗❊▲ ❯❂❳ ❂❉◗ ▲❁◆❤▲❊ ❯❨❳ ●❑ ❊▲❁ ●❩◆◗❁ ❭◆❉❁❃ ◗❄❅◆❉❤ ❂❉●◗◆❫❂❊◆●❉ ❂❊ ◗◆❴❁❅❁❉❊ ❅❁❭❂❊◆r❁ ▲❄❇◆◗◆❊◆❁❃ ❯❅▲❳ ❂❉◗ ❨◆❂❃ r●❭❊❂❤❁❃❵ ❢▲❁

❁❅❅●❅ ❨❂❅❃ ◗❁❉●❊❁ ❊▲❁ ❃❊❂❉◗❂❅◗ ◗❁r◆❂❊◆●❉❦ ❂❉◗ ❊▲❁ ❤❅❂♥ ❂❅❁❂❃ ◆❉◗◆q❂❊❁ ❊▲❁ ◆❉❊❁❅r❂❭❃ ✇▲❁❅❁ ❂ q●❉❃❊❂❉❊ ❨◆❂❃ r●❭❊❂❤❁ ●❑ ✉② ③ ✇❂❃ ❂④④❭◆❁◗ ❑●❅ ❂❭❭ ❅❁❭❂❊◆r❁

▲❄❇◆◗◆❊◆❁❃❵ ❯⑤●❅ ◆❉❊❁❅④❅❁❊❂❊◆●❉ ●❑ ❊▲❁ ❅❁❑❁❅❁❉q❁❃ ❊● q●❭●❅ ◆❉ ❊▲◆❃ ⑥❤❄❅❁ ❭❁❤❁❉◗❦ ❊▲❁ ❅❁❂◗❁❅ ◆❃ ❅❁❑❁❅❅❁◗ ❊● ❊▲❁ ⑦❁❨ r❁❅❃◆●❉ ●❑ ❊▲◆❃ ❂❅❊◆q❭❁❵❳

⑧⑨ ⑩❶❷❸❶❷❹❺ ❶❹ ❻❼⑨ ❽❾❿➀➁➂➃➄➄➅➆➀➇ ➃➈➉ ➋➅➆➁➌➇➄➁❾➆➄❾➁➀➇ ➍➎➏ ➐➎➑➍➒➓ ➎➔➍→➎➔➣

↔↕➙
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✠✄♠✡✂✡☎✓ ✡☛ ✡✁❝❛✝✆☛✝✂ ✡✁☎� ☎✠✝ ❛✝✔✡♠✝ ✞✠✝❛✝ ✆ ✘✄✡✂ ✞✆☎✝❛ ✗✇♠ ✡☛ ♣❛✝☛✝✁☎ ✭❛✠ ❂ ✏✙✚✖ ❋✡✔✟ ✏ ✭✂✛✛✖ ☎✠✝ ✝☞�✇✄☎✡�✁ �♦ ☎✠✝ ■❱ ☎❛✆❝✝☛ ✔✝☎☛

✁�✁✲♠�✁�☎�✁�✄☛✖ ✡✟✝✟✖ ☎✠✝ ❝�✁✂✄❝☎✆✁❝✝ ✂✝❝❛✝✆☛✝☛ ✡✁ ☛☎✆✔✝☛ ■ ☎� ■■■ ✆✁✂ ✡✁❝❛✝✆☛✝☛ ✆♦☎✝❛✞✆❛✂☛✖ ✝☞✝✁ ☎✠�✄✔✠ ☎✠✝ ✞✡✂☎✠ �♦ ☎✠✝ �✒✡✂✝ ✗✇♠ ✡☛

☛☎✡✇✇ ✔❛�✞✡✁✔✟ ■✁ ❝�♠♣✆❛✡☛�✁ ☎� ☎✠✝ ♠�❛♣✠�✇�✔✓ ♣✡❝☎✄❛✝☛ ☛✠�✞✁ ✡✁ ❋✡✔✟ ✸ ✆✁✂ ☎✠✝ ✝☞�✇✄☎✡�✁ �♦ ☎✠✝ ✠✝✡✔✠☎ ✡✁ ❋✡✔✟ ✹ ✭❜✛✖ ✡☎ ✡♠♠✝✂✡✆☎✝✇✓

❝✆☎❝✠✝☛ ☎✠✝ ✝✓✝ ☎✠✆☎ ☎✠✝ ✡✁❝❛✝✆☛✝ �♦ ☎✠✝ ❝�✁✂✄❝☎✆✁❝✝ ❝�❛❛✝✇✆☎✝☛ ✞✡☎✠ ☎✠✝ �✁☛✝☎ �♦ ☎✠✝ ✔❛�✞☎✠ ✡✁ ☞✝❛☎✡❝✆✇ ✂✡❛✝❝☎✡�✁✖ ✡✁✂✡❝✆☎✡✁✔ ☎✠✆☎

✢✣✤✥ ✺✥ ❈✦✧★✩✪✫ ✬✮ t✦✪ ✯✰✱✱✪★t✳✴✬✵t✧✩✪ ✯✦✧✱✧✯t✪✱✻✫t✻✯✫ ❞✰✱✻★✩ t✦✪ ✬✼✻❞✪ ✩✱✬❣t✦ ✻★ ✧✻✱ ❣✻t✦ ✱✪✵✧t✻✴✪ ✦✰❤✻❞✻t✻✪✫ ✴✧✱✈✻★✩ ✽✪t❣✪✪★ ✾ ✿✧❀ ✧★❞ ❁✾❃ ✿❞❀❄ ❅✦✪

✯✬✱✱✪✫❇✬★❞✻★✩ ✯✬★❞✰✯t✧★✯✪✫ ✪✼t✱✧✯t✪❞ ✮✱✬❤ t✦✪ ✫✵✬❇✪ ✬✮ t✦✪ ✯✰✱✱✪★t✳✴✬✵t✧✩✪ ✯✦✧✱✧✯t✪✱✻✫t✻✯✫ ✯✵✬✫✪ t✬ ❉ ❊ ✾ ✧✱✪ ✫✦✬❣★ ✻★ ✿✪❀❄ ❘✬❤✧★ ★✰❤✽✪✱✫ ✱✪✮✪✱ t✬

t✦✪ t✬❇✬✩✱✧❇✦✻✯ ❇✻✯t✰✱✪✫ ✻★ ●✻✩✫❄ ❍ ✧★❞ ❏❄ ✿●✬✱ ✻★t✪✱❇✱✪t✧t✻✬★ ✬✮ t✦✪ ✱✪✮✪✱✪★✯✪✫ t✬ ✯✬✵✬✱ ✻★ t✦✻✫ ❑✩✰✱✪ ✵✪✩✪★❞❧ t✦✪ ✱✪✧❞✪✱ ✻✫ ✱✪✮✪✱✱✪❞ t✬ t✦✪ ▲✪✽ ✴✪✱✫✻✬★

✬✮ t✦✻✫ ✧✱t✻✯✵✪❄❀

◆❖ P◗❯❳◗❯❨❩ ◗❨ ❭❫❖ ❴❵❡❢❥❦♥qqr✉❢② ♥③④ ⑤r✉❥⑥②q❥❵✉q❵❥❢② ⑦⑧⑨ ⑩⑧❶⑦❷❸ ⑧❹⑦❺⑧❹❻

❼❽❾



✐�✁✂✂✁ ❛✁✁✐✄✐☎�❛✆ ❚✝✞① ✐✟ ❢☎✠✡✂✁ ❜☛ ✄t✂ ✁✠✐❢✄ ☎❢ ✰☞✌✹ ✲ ✐☎�✟ ✐�✄☎ ✄t✂ ☎♦✐✁✂✍ ◆☎✄✂ ✄t❛✄ ✄t✂ ✟✄✠✐s✂✟ ✁☎ ❢☎✠✡ ❛✆✟☎ ✉�✁✂✠ ✟✡❛✆✆✂✠ ✈☎✆✄❛✎✂✟ ❛�✁

t✉✡✐✁✐✄✐✂✟❤ ✟✉✏t ✄t❛✄ ✄t✂✐✠ ❢☎✠✡❛✄✐☎� ✁☎✂✟ �☎✄ ✏☎✠✠✂✆❛✄✂ ✇✐✄t ✄t✂ ✂✈☎✆✉✄✐☎� ☎❢ ✄t✂ ✏☎�✁✉✏✄❛�✏✂✍

■✄ ✇❛✟ ❛✆✠✂❛✁☛ ✡✂�✄✐☎�✂✁ ❛❜☎✈✂ ✄t❛✄ ✡☎✆✂✏✉✆❛✠ ☎♦☛✎✂� ✡❛☛ ✏☎�✄✠✐❜✉✄✂ ✄☎ ✄t✂ ❛�☎✁✐✑❛✄✐☎� ☎❢ ✒✐ ❛✟ ✇✂✆✆ ❬✸✓❪✍ ✒☎ ✟t✂✁ ✟☎✡✂ ✆✐✎t✄ ☎�

✄t✂ ✠☎✆✂ ☎❢ ✄t✂ ❛✄✡☎✟st✂✠✐✏ ☎♦☛✎✂� ✐� ☎✉✠ ✂♦s✂✠✐✡✂�✄❤ ✇✂ ✟✄✉✁✐✂✁ ✄t✂ ✎✠☎✇✄t ☎❢ ✄t✂ ☎♦✐✁✂ ✆✐�✂ ✐� �✐✄✠☎✎✂� ❛✄✡☎✟st✂✠✂ ❛✄ ❛ ✆☎✇ ✠t ☎❢

✶✔✕❤ ✐✍✂✍❤ ✄t✂ ✟❛✡✂ ✠t ❛✟ ✐� ✄t✂ ✂♦s✂✠✐✡✂�✄ ✟t☎✇� ✐� ❋✐✎✍ ✷ ✐✄ ✇✐✆✆ ❜✂ ✏☎✡s❛✠✂✁ ✄☎❤ ✟✂✂ ❋✐✎✍ ✓✍ ❯�✁✂✠ ✄t✂✟✂ ✏☎�✁✐✄✐☎�✟❤ ✄t✂ ✄t✠✂✟t☎✆✁

✈☎✆✄❛✎✂ ❢☎✠ ❛�☎✁✐✑❛✄✐☎� ✐✟ ✟☎✡✂✇t❛✄ ✆☎✇✂✠❤ ✟✐�✏✂ ❛ ✏✆✂❛✠ ✐�✏✠✂❛✟✂ ✐� ✇✐✁✄t ❛✆✠✂❛✁☛ ❛✄ ❱ ✖✗ ✘ ✐✟ ☎❜✟✂✠✈✂✁❤ ✏☎✠✠✂✟s☎�✁✐�✎ ✄☎ ❛

✄t✠✂✟t☎✆✁ ✂✆✂✏✄✠✐✏ ✙✂✆✁ ☎❢ ✚ ✛✵ ✜✴♠✼ ❤ ✟✂✂ ❋✐✎✍ ✓✭❛ ❛�✁ ❜✢✍ ✒t✐✟ ☎♦✐✁✂ ✙✆✡ ✐✟ ✄t✐��✂✠ ✄t❛� ✄t✂ ☎✠✐✎✐�❛✆ ☎♦✐✁✂ ✆✐�✂ ❛�✁ t❛✟ ❛

�☎✄✐✏✂❛❜✆✂ ✟✡❛✆✆✂✠ ✠☎✉✎t�✂✟✟ ✄t❛� ✄t✂ ☎♦✐✁✂ ✄t❛✄ t❛✟ ❜✂✂� ✎✠☎✇� ✐� ✄t✂ s✠✂✟✂�✏✂ ☎❢ ❛✄✡☎✟st✂✠✐✏ ☎♦☛✎✂�❤ ✟✂✂ ❋✐✎✍ ✓ ✭✏✢✍ ❋☎✠ ✂♦❛✡s✆✂❤ ❛

✠☎✉✎t�✂✟✟ ☎❢ ✣✤✥✦ ♥✧ ✐✟ ✡✂❛✟✉✠✂✁ ❛❢✄✂✠ ❛� ❛�☎✁✐✑❛✄✐☎� ✄✐✡✂ ☎❢ ✸✸✓ t✍ ◗✉❛✆✐✄❛✄✐✈✂✆☛❤ t☎✇✂✈✂✠❤ ✄t✂ ✐�✏✠✂❛✟✂ ✐� ✇✐✁✄t t❛✟ ❛ ✟✐✡✐✆❛✠

✄✐✡✂ ✁✂s✂�✁✂�✏✂ ❛�✁ ❛ss✂❛✠✟ ✄☎ ❜✂ ✁☎✡✐�❛✄✂✁ ❜☛ ✄t✂ ✆☎�✎✐✄✉✁✐�❛✆ ✂✆✂✏✄✠✐✏ ✙✂✆✁✍ ✒t✐✟ ✐✟ ✟✉ss☎✠✄✂✁ ❜☛ ✄t✂ ✁❛✄❛ ✟t☎✇� ✐� ❋✐✎✍ ✓ ✭❜✢ ❢☎✠

✄✐✡✂✟ ★ ✩✗✗ ✪ ✇t✂✠✂ s☎✄✂�✄✐☎✁☛�❛✡✐✏ ✎✠☎✇✄t t❛✟ ❜✂✂� ✂✟✄❛❜✆✐✟t✂✁❤ ✇t✐✏t ✟t☎✇ ❛� ❛ss✠☎♦✐✡❛✄✂✆☛ ✆✐�✂❛✠ ✠✂✆❛✄✐☎� ❜✂✄✇✂✂� ✄t✂

✈☎✆✄❛✎✂ ❛�✁ ✄t✂ ✇✐✁✄t ❲✍ ✒t✉✟❤ ✄t✂ s✠✂✟✂�✏✂ ☎❢ ☎♦☛✎✂� ✎❛✟ ✐�✏✠✂❛✟✂✟ ✄t✂ ✄t✠✂✟t☎✆✁ ✈☎✆✄❛✎✂ ❢☎✠ ✄t✂ ✎✠☎✇✄t ❛�✁ ✏❛✉✟✂✟ ✄t✂ ✠☎✉✎t✂�✐�✎

☎❢ ✄t✂ ✙✆✡❤ ✐� ❛✎✠✂✂✡✂�✄ ✇✐✄t ✂❛✠✆✐✂✠ ✟✄✉✁✐✂✟ ☎� ✟❛✡s✆✂✟ ✇t✂✠✂ ☎♦☛✎✂� ✇❛✟ ✐�✏☎✠s☎✠❛✄✂✁ ✐� ✄t✂ ✡✂✄❛✆ ❬✷✔❪✍ ❆ ✏✆❛✠✐✙✏❛✄✐☎� ☎❢ ✄t✂

✉�✁✂✠✆☛✐�✎ ✡✂✏t❛�✐✟✡✟ ✐✟ ❜✂☛☎�✁ ✄t✂ ✟✏☎s✂ ☎❢ ✄t✂ s❛s✂✠✍ P☎✟✟✐❜✆☛❤ ✁✉✂ ✄☎ ✄t✂ ✟✡❛✆✆✂✠ s❛✠✄✐❛✆ ☎♦☛✎✂� s✠✂✟✟✉✠✂ ✎✠❛✁✐✂�✄ ❜✂✄✇✂✂� ✄t✂

✟❛✡s✆✂ ❛�✁ ✄t✂ ❛✄✡☎✟st✂✠✂❤ ✄t✂ ☎♦☛✎✂� ✎❛✟ ✄t❛✄ ❢☎✠✡✟ ✁✉✠✐�✎ ✄t✂ ☎♦✐✁❛✄✐☎� ✡❛☛ t❛✈✂ ✡☎✠✂ ✁✐✫✏✉✆✄✐✂✟ ✄☎ ✂✟✏❛s✂ ✐�✄☎ ✄t✂ ✂�✲

✈✐✠☎�✡✂�✄ ✇t✂� ❛✄✡☎✟st✂✠✐✏ ☎♦☛✎✂� ✐✟ s✠✂✟✂�✄✍ ■�✏☎✠s☎✠❛✄✐☎� ☎❢ ❛✄✡☎✟st✂✠✐✏ ☎♦☛✎✂� ✐�✄☎ ✄t✂ ✒✐ ✡❛☛ ❛✆✟☎ s✆❛☛ ❛ ✠☎✆✂✍ ❋✉✠✄t✂✠✡☎✠✂❤

✄t✂ ☎♦☛✎✂� ✏☎�✄✂�✄✟ ☎❢ ❚✝✞① ✎✠☎✇� ✐� ❛✐✠ ✡❛☛ ❜✂ t✐✎t✂✠ ✄t❛� ✄t❛✄ ☎�✂ ✎✠☎✇� ✐� �✐✄✠☎✎✂� ❛✄✡☎✟st✂✠✂✍ ❙✐�✏✂ ☎♦☛✎✂� ✈❛✏❛�✏✐✂✟ ✐�✏✠✂❛✟✂

✄t✂ ✏☎�✁✉✏✄✐✈✐✄☛ ☎❢ ❚✝✞①❤ ✄t✐✟ ✇☎✉✆✁ ✏t❛�✎✂ ✄t✂ ✂✆✂✏✄✠✐✏ ✙✂✆✁ ✁✐✟✄✠✐❜✉✄✐☎� ❜✂✄✇✂✂� ✄t✂ ☎♦✐✁✂ ❛�✁ ✄t✂ ☞✌✬☞✌❖✮ ❙✏t☎✄✄✯☛ ❜❛✠✠✐✂✠❤ ✇t✐✏t

✡✂❛�✟ ✄t❛✄ ✄t✂ ✂✱✂✏✄✐✈✂ ❜✐❛✟ ✈☎✆✄❛✎✂ ❛✏✠☎✟✟ ✄t✂ ❙✏t☎✄✄✯☛ ❜❛✠✠✐✂✠ ✐✟ ✆❛✠✎✂✠ ❢☎✠ ✄t✂ ✙✆✡ ✎✠☎✇� ✐� �✐✄✠☎✎✂� ❛✄✡☎✟st✂✠✂✍ ❋☎✆✆☎✇✐�✎ ✄t✐✟

✆✐�✂ ☎❢ ❛✠✎✉✐�✎❤ ✄t✂ ✟✡❛✆✆✂✠ ✄t✠✂✟t☎✆✁ ✈☎✆✄❛✎✂ ☎❢ ✄t✂ ❚✝✞① ✎✠☎✇� ✐� �✐✄✠☎✎✂� ❛✄✡☎✟st✂✠✂ ✟✉✎✎✂✟✄✟ ✄t❛✄ ✄t✂ ☎�✟✂✄ ☎❢ ✄t✂ ❛�☎✁✐✑❛✄✐☎� ✐✟

✁✂✄✂✠✡✐�✂✁ ❜☛ ✄t✂ ✈☎✆✄❛✎✂ ✁✠☎s ❛✏✠☎✟✟ ✄t✂ ☞✌❖ ✬☞✌✮ ✐�✄✂✠❢❛✏✂ ❛✄ ✄t✂ ❛�☎✁✂✍

✳✺ ✻✽✾✾✿❀❁ ✿❂❃ ❝❄❂❝❅✽❇❈❄❂❇

✒☎ ✟✉✡✡❛✠✐✑✂❤ ✇✂ t❛✈✂ ✟t☎✇� ✄t❛✄ ✆❛✄✂✠❛✆ ☞✌✬☞✌❖✮ t✂✄✂✠☎❉✉�✏✄✐☎�✟❤ ✇t✐✏t ❛✠✂ s✠✂✟✂�✄ ✐� ✄t✂ ✐✡s✆✂✡✂�✄❛✄✐☎�✟ ☎❢ ✈❛✠✐☎✉✟ ✟❛✡s✆✂

✁✂✟✐✎�✟❤ ✆✐✯✂ ✟✂✆❢✲❛✆✐✎�✂✁ ✎❛✄✂ ✂✆✂✏✄✠☎✁✂✟❤ �❛�☎❉✉�✏✄✐☎�✟ ❢☎✠ ✟✐�✎✆✂ ✡☎✆✂✏✉✆✂ ✡✂❛✟✉✠✂✡✂�✄✟❤ ✡✂✡✠✐✟✄☎✠✟ ☎✠ ☎�✲✏t✐s ✎❛✟ ✟✂�✟☎✠✟❤ ✏❛� ❜✂

✟✉❜✟✄❛�✄✐❛✆✆☛ ✏t❛�✎✂✁ ❜☛ ✄t✂ ❛ss✆✐✏❛✄✐☎� ☎❢ ❜✐❛✟ ✈☎✆✄❛✎✂✟ ❛✏✠☎✟✟ ✄t✂ ❚✝✞①✍ ✒t✂ ✏☎✡s☎✟✐✄✐☎� ☎❢ ✄t✂ ❛✄✡☎✟st✂✠✂❤ ✐� s❛✠✄✐✏✉✆❛✠ ✄t✂

s✠✂✟✂�✏✂ ☎✠ ❛❜✟✂�✏✂ ☎❢ ☎♦☛✎✂� ✎❛✟ ❛�✁ ✄t✂ ✠✂✆❛✄✐✈✂ t✉✡✐✁✐✄☛❤ ✄☎✎✂✄t✂✠ ✇✐✄t ✄t✂ ❛ss✆✐✂✁ ❜✐❛✟ ✈☎✆✄❛✎✂ ❛�✁ ✄t✂ ✂♦s☎✟✉✠✂ ✄✐✡✂❤ ❢☎✠✡ ✄t✂

s❛✠❛✡✂✄✂✠✟ ✄t❛✄ ✏☎�✄✠☎✆ ✄t✂✟✂ ✡☎✁✐✙✏❛✄✐☎�✟✍ ▼☎✟✄ ✐✡s☎✠✄❛�✄✆☛❤ ✄t✂ ☎♦✐✁✂ ✆✐�✂ ✏❛� ❜✂ ❜✠☎❛✁✂�✂✁❤ ✇t✐✏t ✏t❛�✎✂✟ ✄t✂ ✂✱✂✏✄✐✈✂ ✂✆✂✏✲

✄✠☎✁✂ ✟✂s❛✠❛✄✐☎� ❛✟ ✇✂✆✆ ❛✟ ✄t✂ ✠✂✟✐✟✄❛�✏✂ ❜✂✄✇✂✂� ✄t✂✡✍ ✒t✂ ✂✱✂✏✄✟ ✠✂s☎✠✄✂✁ t✂✠✂ ✟t☎✉✆✁ ✄t✉✟ �☎✄ ☎�✆☛ ❜✂ ✄❛✯✂� ✐�✄☎ ❛✏✏☎✉�✄ ✇t✂�

✄t✂ ❜✂t❛✈✐☎✠ ☎❢ ✄t✂ ✏☎✠✠✂✟s☎�✁✐�✎ ✁✂✈✐✏✂✟ ✐✟ ✁✐✟✏✉✟✟✂✁❤ ❜✉✄ ✄t✂☛ ✡❛☛ ❛✆✟☎ ❜✂ ✉✟✂✁ ❛✏✄✐✈✂✆☛ ✄☎ ✄❛✐✆☎✠ ✄t✂ s✠☎s✂✠✄✐✂✟ ☎❢ ✄t✂ ☞✌✬☞✌❖✮

❉✉�✏✄✐☎�✟ ❛✏✏☎✠✁✐�✎ ✄☎ ✄t✂ ✟s✂✏✐✙✏ ✠✂r✉✐✠✂✡✂�✄✟✍ ■� ✁✠☛ ❛✄✡☎✟st✂✠✂❤ ❛ ✟✄✠☎�✎ ✂✆✂✏✄✠✐✏ ✙✂✆✁ ✏❛� ❜✂ ✉✟✂✁ ✄☎ ❛✁❉✉✟✄ ✄t✂ ✏☎�✁✉✏✄❛�✏✂ ☎❢

❊●❍❏ ❑❏ ▲❘❳❨❩❭ ❞❫❴❵❡❣❥❦ ❵❴❞ ❡❳❘❧❭❳♣❳q❫ ❣❴ ❩❭② ❵③❦②❴❥② ❳④ ❵❩❡❳❦❧❭②❘❣❥ ❳⑤❫q②❴⑥ ⑦❵⑧ ⑨❴❵❧❦❭❳❩❦ ❳④ ❩❭② ❳⑤❣❞② ♣❣❴② ③②④❳❘② ⑦❩❳❧⑧ ❞⑩❘❣❴q ⑦❥②❴❩②❘⑧ ❵❴❞

❵④❩②❘ ⑦③❳❩❩❳❡⑧ ❩❭② ❵❴❳❞❣❶❵❩❣❳❴ ②⑤❧②❘❣❡②❴❩⑥ ❷❭② ❧❳❣❴❩❦ ❳④ ❩❣❡② ❩ ❘②④②❘ ❩❳ ❩❭② ❞⑩❘❵❩❣❳❴ ❳④ ❩❭② ②⑤❧②❘❣❡②❴❩ ❵❦ ❦❭❳❨❴ ❣❴ ⑦③⑧❸ ❨❭②❘② ❩❭② ❵❧❧♣❣②❞ ❹❳♣❩❵q②❦

❵❴❞ ❩❭② ❘②❦⑩♣❩❣❴q ❵❹②❘❵q② ❨❣❞❩❭ ❺ ❳④ ❩❭② ❳⑤❣❞② ♣❣❴② ❵❘② q❣❹②❴⑥ ❻❴ ⑦❥⑧❸ ❩❭② ❭②❣q❭❩ ❧❘❳❼♣② ❵♣❳❴q ❩❭② ③♣⑩② ❵❘❘❳❨ ❣❴ ⑦❵⑧ ❣❦ ❘②❧❘❳❞⑩❥②❞❸ ❦❭❳❨❣❴q ❩❭❵❩ ❩❭②

❣❴❣❩❣❵♣ ❳⑤❣❞② ♣❣❴② ❨❘❣❩❩②❴ ③❫ ❩❭② ❽❾❿ ❣❦ ❭❣q❭②❘ ❩❭❵❴ ❩❭② ❳⑤❣❞② q❘❳❨❴ ⑩❴❞②❘ ❩❭② ♣❳❴q❣❩⑩❞❣❴❵♣ ③❣❵❦ ❹❳♣❩❵q②⑥ ⑦❾❳❘ ❣❴❩②❘❧❘②❩❵❩❣❳❴ ❳④ ❩❭② ❘②④②❘②❴❥②❦ ❩❳ ❥❳♣❳❘

❣❴ ❩❭❣❦ ❼q⑩❘② ♣②q②❴❞❸ ❩❭② ❘②❵❞②❘ ❣❦ ❘②④②❘❘②❞ ❩❳ ❩❭② ❺②③ ❹②❘❦❣❳❴ ❳④ ❩❭❣❦ ❵❘❩❣❥♣②⑥⑧

➀➁ ➂➃➄➅➃➄➆➇ ➃➆ ➈➉➁ ➊➋➌➍➎➏➐➑➑➒➓➍➔ ➐→➣ ↔➒➓➎↕➔➑➎➋➓➑➋➎➍➔ ➙➛➜ ➝➛➞➙➟➠ ➛➡➙➢➛➡➤

➥➦➧



t�✁ ♦✂✄☎✁ ♦✆ t♦ ✆✁r♦✝✁ t�✁ ♦✂✄☎✁ ❛✞✞ t♦✟✁t�✁✆✠ ❋♦✆ ❛✡✡✞✄☛❛t✄♦☞✌ ✄☞ t�✁ ✍✁✞☎ ♦✎ ✟❛✌ ✌✁☞✌✄☞✟s ♦☞ t�✁ ♦t�✁✆ �❛☞☎s ❛ ✆♦✏✟� ✌✏✆✎❛☛✁ ❛☞☎ ❛

✡♦✆♦✏✌ r♦✆✡�♦✞♦✟♠ ✄✌ ❛☎✝❛☞t❛✟✁♦✏✌s ✌✄☞☛✁ ✄t ✁☞❛❡✞✁✌ ✁❛✌✄✁✆ ✡✁☞✁t✆❛t✄♦☞ ♦✎ t�✁ ✟❛✌ ✄☞t♦ t�✁ ♦✂✄☎✁ ❛✌ ✇✁✞✞ ❛✌ ☎✁✡♦✌✄t✄♦☞ ♦✎ r✁t❛✞ ☛✞✏✌t✁✆✌

t�❛t ❛☛t✄✝❛t✁ t�✁ ✟❛✌ ✌✁☞✌✄☞✟✠ ❚�✄✌ ☛❛☞ ❡✁ ❛☛�✄✁✝✁☎ ❡♠ ✁✂✡♦✌✄☞✟ t�✁ ✌❛r✡✞✁ t♦ ❛☞ ✁✞✁☛t✆✄☛ ✍✁✞☎ ✄☞ ❛☞ ❛tr♦✌✡�✁✆✁ t�❛t ☛♦☞t❛✄☞✌ ♦✂♠✟✁☞

❛☞☎ �❛✌ �✄✟� ✆✁✞❛t✄✝✁ �✏r✄☎✄t♠s ✌✏☛� t�❛t ❛ ✑✏✄☎ ✇❛t✁✆ ✍✞r ✄✌ ✡✆✁✌✁☞t ♦☞ t�✁ ✌❛r✡✞✁✠ ❋♦✆ ♦❡t❛✄☞✄☞✟ ❛ ✡❛✆t✄☛✏✞❛✆ t�✄☞ ♦✂✄☎✁ ♦✎ ✞♦✇

✆♦✏✟�☞✁✌✌s ❛☞♦☎✄✒❛t✄♦☞ ✄☞ t�✁ ❛❡✌✁☞☛✁ ♦✎ ❛tr♦✌✡�✁✆✄☛ ♦✂♠✟✁☞ ❛☞☎ ❛ ✞♦✇ ✆✁✞❛t✄✝✁ �✏r✄☎✄t♠ ✄✌ ✡✆✁✎✁✆❛❡✞✁✠

❲✁ �❛✝✁ ✎✏✆t�✁✆r♦✆✁ ✌t❛✆t✁☎ t♦ ✄☞t✁✆✡✆✁t t�✁ ✏☞☎✁✆✞♠✄☞✟ ✡�♠✌✄☛✌ ❛☞☎ ✁✞✁☛t✆♦☛�✁r✄✌t✆♠ r❛✄☞✞♠ ✇✄t� t�✁ �✁✞✡ ♦✎ ❛☞❛✞♦✟✄✁✌ t♦

✁✌t❛❡✞✄✌�✁☎ ❦☞♦✇✞✁☎✟✁ ❛❡♦✏t ☛♦r✡❛✆❛❡✞✁ r✁t�♦☎✌✠ ❲✄t�✄☞ t�✄✌ ❛✡✡✆♦❛☛�s t�✁ ♦❡✌✁✆✝✁☎ ✌t✆✏☛t✏✆❛✞ ☛�❛☞✟✁✌ ✄☞☎✄☛❛t✁ t�❛t t�✁ ✡�✁♣

☞♦r✁☞♦✞♦✟♠ ✄✌ ☛❛✏✌✁☎ ❡♠ ❛ ☛♦r❡✄☞❛t✄♦☞ ♦✎ ✄♦☞✄☛ r♦t✄♦☞ ✄☞✌✄☎✁ t�✁ ♦✂✄☎✁s t�✁ ✄☞☛♦✆✡♦✆❛t✄♦☞ ♦✎ ♦✂♠✟✁☞ ✟❛✌ ✄☞t♦ t�✁ r✁t❛✞ ♦✆ t�✁ ♦✂✄☎✁s

❛✌ ✇✁✞✞ ❛✌ ❡♠ ✁✞✁☛t✆♦r✁☛�❛☞✄☛❛✞ r✁☛�❛☞✄✌r✌ ✞✄❦✁ ✁✞✁☛t✆♦✌t✆✄☛t✄♦☞ ♦✆ ✍✁✞☎♣✄☞☎✏☛✁☎ ☎✁�♠☎✆❛t✄♦☞ ♦✎ t�✁ ♦✂✄☎✁✠ ❚�✄✌ ✄☞t✁✆✡✆✁t❛t✄♦☞ ☞✁✁☎✌

t♦ ❡✁ ✌✏❡✌t❛☞t✄❛t✁☎ ✄☞ ✎✏✆t�✁✆ ✁✂✡✁✆✄r✁☞t✌ ✇�✄☛� ✆✁✡✆✁✌✁☞ts �♦✇✁✝✁✆s ❛ r❛✓♦✆ ✁✔♦✆t ❛☞☎ ❛✆✁ ❡✁♠♦☞☎ t�✁ ✌☛♦✡✁ ♦✎ t�✁ ✡✆✁✌✁☞t ✇♦✆❦s

r❛✄☞✞♠ ✎♦✆ t✇♦ ✆✁❛✌♦☞✌✠ ❋✄✆✌t ♦✎ ❛✞✞s ❛☞ ❛☞❛✞♠✌✄✌ ✏✌✄☞✟ ✁✌t❛❡✞✄✌�✁☎ t♦♦✞✌ ✞✄❦✁ ❳♣✆❛♠ ☎✄✔✆❛☛t✄♦☞s ✡�♦t♦✁✞✁☛t✆♦☞ ✌✡✁☛t✆♦✌☛♦✡♠ ♦✆ ❘❛r❛☞

✌✡✁☛t✆♦✌☛♦✡♠s ✎♦✆ ✁✂❛r✡✞✁s ✄✌ �❛r✡✁✆✁☎ ❡♠ t�✁ ✌r❛✞✞ ♦✂✄☎✁ q✏❛☞t✄t✄✁✌ ✄☞✝♦✞✝✁☎ ✄☞ ♦✏✆ ✁✂✡✁✆✄r✁☞t✌✠ ❙✁☛♦☞☎s t�✁ ✌✡✁☛✄✍☛ ✁✂✡✁✆✄r✁☞t❛✞

☛♦☞☎✄t✄♦☞✌ ✎♦✆ t�✄✌ ❛☞♦☎✄✒❛t✄♦☞s ☞❛r✁✞♠ t�✁ ✡✞❛☞❛✆ ♦✂✄☎✁ ✟✆♦✇t� ✄☞ ☛✞♦✌✁ ✝✄☛✄☞✄t♠ t♦ t�✁ ✌✏❡✌t✆❛t✁s t�✁ ✁✞✁☛t✆♦✞♠t✁ ✇�✄☛� ☎♦✁✌ ☞♦t ☛❛✆✆♠
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3.1. On-chip modification

3.1 On-chip modification

Estimations of the electric field distributions at the interfaces of oxide and planar Ti
electrodes and across the oxide during on-chip oxidation were done using FEMM (Finite
Element Method Magnetics). FEMM is an open source finite element analysis software
package for solving electromagnetic problems in two dimensions. The program has an
interactive shell with a CAD like interface where the geometry of the problem can be
laid out and the material properties and boundary conditions are assigned. The area
of interest is then divided into a large number of triangles, which is a crucial part of
the finite element process and the relevant partial differential equations are solved for
the desired field. For the problems considered here, which were approximated to be
electrostatic, the program solves the second-order partial differential equation

−ǫ∇2V (r) = ρ(r), (3.1)

which is Poisson’s equation for electrostatics. The field distribution was calculated for a
cross section of two Ti electrodes of 10 nm height on top of a 300 nm layer of SiO2, that
are separated by 200 nm wide and 15 nm high oxide layer representing the AFM written
nanowire. To model the different values for the ambient humidity that were used in the
experiments in Paper III, water layers of varying thickness were added on top of Ti and
TiO2 in the design interface. The boundary conditions were chosen as the Ti electrode
potentials (30 V and ground) and a value for the electrical permittivity ǫ was assigned to
each of the other materials: ǫTiO2

= 86, ǫSiO2
= 3.9, ǫH2O = 88, and ǫair = 1. Note that

these considerations are based on differences in permittivity of the materials and consider
electrostatic conditions only. Neither regions of different vacancy concentration, and
with it, conductivity in the oxide are considered nor the distinct electronic properties
of the metal/oxide Schottky interfaces. Also, no surface inhomogeneity or roughness
variations are included. Nevertheless, some of the effects observed in Paper III may to
some degree be attributed to the diversion of the electric field inside the TiO2 nanowire,
as will be discussed in the following.

In Fig. 3.1 the results of the calculation for the electric field distribution are shown
for the Ti/TiO2/Ti structure. The picture is zoomed in on the interface of the oxide
line and the electrode that serves as anode, i.e. the Ti electrode that gets oxidized. The
magnitude of the electric field is color-coded as given in the scale and the field direction
is depicted as arrows. The situation is shown for dry conditions, i.e. in air of 0 % r.h.
[Fig. 3.1 a)], in moderate humidity of around 50 % r.h. leading to a water film in the
nm range [184] [Fig. 3.1 b)] and in very humid conditions (80-100 %) with a 50 nm water
film on top [Fig. 3.1 c)].

Obviously, the effect of a thick water layer on top of the oxide and the electrodes is
that the electric field close to the interface is significantly increased inside the oxide.
The potential and field distribution across the complete oxide are depicted in Fig. 3.2.
The calculated values correspond to a profile from anode to cathode, crossing the oxide
line at half height. With water, the potential drop [Fig. 3.2 a)] as a function of the
distance deviates from the approximately linear shape it exhibits in dry conditions: Near
the electrodes the potential drops on shorter scales compared to the region around the
middle of the oxide line. In accordance to this, as can be seen in Fig. 3.2 b), the electric
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field is much more homogeneous inside the oxide with no water in the vicinity, while with
the water layer on top it drops by more than a factor of four inside a region of around
50 nm, which is one quarter of the whole oxide. In particular, the tangential component
of the electric field Et that is parallel to the profile line and depicted in Fig. 3.2 d), is
enlarged near the electrodes and decreased in the middle of the oxide. This means that
drift of oxygen ions towards the anode, which we assumed to be dominating the growth,
is driven by larger fields on a comparatively larger scale. Hence, apart from the function
as oxygen source, water may also indirectly increase the growth rate of the oxide width
in the beginning at higher relative humidity by deviating the electric field.
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Figure 3.1: FEMM calculations of the electric field distribution in TiO2 when a voltage
of 30 V is applied to one electrode while the other is grounded. A 200 nm
TiO2 line separating two Ti electrodes is modeled for dry conditions (a), for
medium r.h. with a 1 nm thick water layer on top (b) with a zoom-in on the
threefold interface of Ti, H2O and TiO2 (down right), and under saturated
humidity with a 50 nm thick water layer on top (c).
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Figure 3.2: Profiles of a) potential and b) electric field across a 200 nm wide oxide line at
half height. The plots in c) and d) show the electric field components normal
and tangential to the profile, respectively.

Moreover, the normal component of the electric field, as shown in Fig. 3.2 c), is
increased in the first 20-30 nm near the interfaces when water is present. This can also be
seen comparing the vector arrows in Fig. 3.1 a) and c). Also, it is visible in the zoom-in
on the threefold interface of Ti, H2O and TiO2 that the electric field inside the water
layer close to the oxide surface tends to orient itself parallel to the surface. This supports
our assumption that Ti cations that dissolve in the water may, under sufficiently large
electric fields, contribute to the vertical growth by migration through the water layer
and subsequent reaction with oxygen anions to form additional oxide material. One
reason for the assumption that vertical growth is caused by forming of additional oxide
was the coincidence of the starting increase in the oxide height with the increase in
the conductance. The quasi-periodic stripe pattern growing from the cathode side and
porous like structure at the anode however emerged not to be correlated to changes in the
conductivity. We tentatively attributed the latter to O2 gas bubble evolution. According
to some reports [51,75,244], O2 gas forms and can leave the structure at the anode when
a voltage is applied to reduce TiO2 in order to create VO. This is closely related to the
forming of conducting channels discussed in section 2.2, which were found right adjacent
to bubble areas [75]. Therefore it is imaginable that both, the ‘external’ oxygen species
from air and humidity, and the ‘internal’ oxygen species that is left from a reduction
from TiO2 to TiO2−x contribute to the on-chip growth and complex morphology.

These small deformations and eruption-like features are interesting for potential
applications as gas sensors, since the increased surface area may be better accessible for
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gas molecules by offering more surface binding sites. Furthermore, a larger and more
complex surface facilitates the deposition of catalysts like Pt without running the risk
of short-circuiting the electrodes. To check the on-chip modified oxide structures from
Paper III for their gas sensing functionality, two samples were sensitized with Pt after
the experiments.
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Figure 3.3: On-chip modified oxide lines produced in relative humidity of 20 % (a) and
50 % (b). On the left AFM scans are shown before and after Pt deposition.
The plots on the right show a sequence of first 20 % O2 pulses followed by
1000 ppm H2 pulses in N2 measured at 10 V bias and room temperature.

The pictures on the left in Fig 3.3 show detailed AFM scans of oxide lines modified
on-chip under 20 % (a) and 50 % (b) relative humidity before and after sensitization
with Pt. These two samples were chosen for a comparison of the sensing performance
because of their similar conductance. The nominal Pt amount of 0.23 Å determined from
sputtering parameters is far too little to form a full Pt layer [245], and on the other hand,
cannot be observed as clusters or in any other way in the comparison of the surface
scans. Nevertheless, this small amount allows a significant sensor response to H2 gas as
can be seen in Fig. 3.3 on the right.

The sensor response to hydrogen S = (RN − RH,3min)/RN at the end of the series of
three minute pulses for the structures decorated with 0.23 Å Pt is 0.48 for the structures
grown at 20 % r.h. and 0.65 for the ones grown at 50 % r.h. This can be understood
considering the larger roughness and swelling achieved during the oxidation in higher
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humidity. The experiments were conducted at a bias voltage of 10 V, so the applied
electric field is rather high and in the order of 107 V/m. Therefore, the observed drifts
can be attributed to EF. Moreover, the necessity of leveling for both, reliable H2 and O2

detection, becomes clear in the impermanence of the response peaks observed during the
first H2 exposition. It can also be seen that an increase of the Pt amount from 0.1 Å to
0.23 Å enhances the response to H2 significantly while the O2 response does not change,
which is an interesting point in terms of cross sensitivity.

Thus the on-chip produced oxide shows indeed similar interaction with gases compared
to other TiO2 devices discussed previously in this work. Not only in the field of gas
sensors the results are very promising for potential applications of this procedure to
create devices with tunable electrode separation, resistance and surface morphology.
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Modifying electrode geometries on-chip is a promising concept for some applications such as
electronics or sensing. It allows adaptation of lithographically prepared structures to the require-
ments, which may either be impossible to meet just by lithography, or may change over time, e.g.
due to ageing or by failure of a device element. One example of such a concept is the application of
electromigration for the fabrication of electrodes with separations in the range of one nanometer.1

This technique is widely used in basic research to attach two electrical contacts to single molecules
for transport measurements.2,3 Also, nanosized Fe2O3-photodetectors have been prepared by on-chip
thermal oxidation of iron films.4 A particularly well suited material for on-chip modifications is tita-
nium. The material can be deposited in form of thin films with thicknesses of a few nanometers, low
roughness and a natural oxide of just a few nanometers thickness. Also, stable titanium oxides can
be easily produced by thermal or electrochemical techniques. For example, thin Ti films have been
oxidized locally by scanning lithography to form nanoelectrodes on the surface of semiconductor
heterostructures.5 Recently, it has been argued that oxidation of Ti layers used as adhesion lay-
ers provide the actual tunnel barrier in nanogapped electrodes for single molecule measurements.6

Since titanium oxides are furthermore well-established components in applications as diverse as,
e.g., reflective coatings, UV protection and catalysis,7 solar cells,8 gas sensors9,10 or active ele-
ments in memristive circuits,11,12 on-chip modifications of Ti

/

TiOx structures are of high potential
interest.

Here, we show that Ti stripes can be oxidized on-chip by applying voltages to suitably designed
lateral electrodes. This concept allows modifications of the electronic circuit by changing for example
the resistance, the capacitance or the sensitivity to gas exposure. After a description of the sample
preparation and the experimental setup, the lateral oxide growth is characterized and analyzed, fol-
lowed by a demonstration of the preparation of a hydrogen microsensor by this technique. We conclude
with a summary and an outlook.

Titanium films of 10 nm thickness are prepared in suitable geometries by optical lithography
and subsequent RF sputtering of Ti (rate 0.1Å/s) on Si/SiO2 wafer chips with a SiO2 layer of 300 nm
thickness, or on quartz substrates of 300 µm thickness. The sample layout is illustrated in Fig. 1(a).

For electrical contacting, pads of 20 nm Cr and 200 nm Au were prepared on top of the films at
its ends by thermal deposition with an electron beam evaporator. Two types of samples were prepared
for the oxidation step. The first type (labeled Ti-stripes) contains Ti stripes as just described. The
two-dimensional sheet resistivity of these films, measured in a 4-probe geometry to avoid contact

aElectronic mail: thomas.heinzel@hhu.de
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FIG. 1. (a) Scheme of the sample geometry. (b) Top view of a Ti
/

Pt stripe after an anodization time of ta = 8 h. The TiOx

appears as light cyan section of the stripe. A Ti stripe without Pt on top, sandwiched between the two side electrodes used as
cathodes before (c), during (d, ta = 220 h), and after (e, ta = 300 h) the oxidation. In this sample, the gaps between the side
electrodes and the stripe are formed by trenches that were prepared by AFM nanoplowing. All pictures have been taken in an
optical microscope.

resistance contributions, is ρTi☞stripes = 380 Ω, considerably larger than 42 Ω as expected from the
literature value of the resistivity of Ti, i.e., ρTi = 420 nΩm.13 We attribute this difference to a combi-
nation of the effectively reduced film thickness due to the formation of the natural oxide of 2 ☞ 6 nm
thickness,14 plus the additional scattering by surface and interface roughness that is well-known for
films with thicknesses in the range of the mean free path or below.15,16 The second type of samples are
Ti stripes where an additional sub-monolayer of Pt (nominal thickness 3 Å, deposition rate 0.05 Å/s)
was sputtered directly on the Ti film, which resulted in a coverage with disconnected Pt islands. These
samples are referred to as Ti

/

Pt-stripes. The sheet resistivity of these films is ρ
Ti
/

Pt☞stripes
= 18.9 kΩ,

much larger than ρTi☞stripes. We assume that due to the catalytic activity of Pt, an oxide layer
of somewhat larger thickness may form on these Ti films when they are exposed to ambient
conditions.

The key structural element of the samples is the pair of side electrodes that sandwich the Ti stripe
to be oxidized, see Fig. 1(a, c). The lateral gaps were prepared either directly by optical lithography,
or after the deposition of the Ti films by atomic force microscope (AFM) nanoplowing. Here, a
diamond-coated AFM tip was used to disconnect the Ti film by mechanical scratching in the contact
mode. Tip scan velocities of 1 to 4 µm/s were used, and the deflection set point controls the depth
of the nanoplowed trenches. The widths of the lateral gaps in our samples vary between 400 nm
and 5 µm.

All electronic sample modifications and measurements are carried out in a sealed sample chamber
in which the temperature is actively stabilized to 20 ◦C. The composition of the atmosphere can be
controlled via mass flow controllers for oxygen, nitrogen and hydrogen. The humidity is adjustable
by guiding the dry nitrogen gas through a humidifier before it enters the sample chamber. Electrical
feedthroughs allow the application and measurement of electrical signals.

The two side electrodes are used to oxidize the central Ti stripe by a lateral anodization process.
The rate of the anodic oxidation depends on the applied voltage, the resistance of the forming oxide
and the humidity.17 The water film that forms naturally under ambient conditions acts as electrolyte.
The relative humidity of the atmosphere is adjusted to 90 %. The oxidation process works also at lower
humidities down to ≈ 40 %, albeit with much slower oxidation rates. Negative voltages in the range
80 V ≤ |V | ≤ 90 V are applied to both side electrodes with respect to the grounded Ti stripe. The on-
chip oxidation process is illustrated in Figs. 1(c–e) on a Ti-stripe deposited on quartz glass, with two
side electrodes with separations of≈ 400 nm, Fig. 1(c). For electrode voltages V > ☞ 80 V, no oxidation
could be detected, while voltages V < ☞ 90 V were not used in order to avoid an electrical breakdown
across the SiO2. Fig. 1(d) shows the sample as seen in an optical microscope after applying V = ☞80 V
for 220 h. The oxidized regions of the stripe are readily visible as bright areas. The microscopic picture
of anodic oxidation of Ti has been described in detail elsewhere.18 We attribute the different growth
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rates at both sides to the slightly different widths of the lateral gaps between the stripe and the
two electrodes. After an oxidation time of 300 h, the oxide extends across the whole stripe. The
increase of the resistance to 10 GΩ indicates that the full cross section of the stripe has been oxidized.
Under these conditions, the lateral oxide growth velocity is estimated to 3g ≈ 8.3 pm/s. Atomic force
microscopy is used to measure the increase of the film height by the oxidation. For this particular
sample, the height increases by δh = 6.1 nm on average. The corresponding resistivity of the oxide
is ρ(TiOx) ≈ 10☞2

Ωm, many orders of magnitude smaller than the literature values for ρ(TiO2)
ǫ[1011

Ωm, 1016
Ωm], but comparable to the values reported for reduced TiOx with xǫ[1.75, 1.9].19

This indicates that the formed titanium oxide is strongly reduced, a conclusion which is supported
by our observation that annealing the sample in dry air at T = 180◦C for 1h, a process which oxidizes
the material further, increases the resistivity by about two orders of magnitude.

We proceed by discussing the properties of the oxidized Ti
/

Pt-stripes on Si
/

SiO2. The lat-
eral gap between the stripe and the electrodes is ≈ 400 nm. Fig. 1(b) shows an optical micro-
scope picture of the sample after applying ☞ 80 V to the side electrodes for 10 h. The lateral
oxide growth velocity is 3g ≈ 10.3 nm/s, which is a factor of about 1300 larger than that one
observed at the Ti-stripes. This suggests that Pt at the surface greatly accelerates the oxidation
process via its catalytic activity. In order to shed some light on the role the Pt plays for the
oxidation process, we performed atomic force microscopy (AFM) and laterally resolved energy
dispersive X-ray spectroscopy (EDX) with a scanning electron microscope (SEM) on the films, see
Fig. 2.

The AFM image of the oxidized surface shows an inhomogeneous topography with local eleva-
tions of heights up to 2 nm and with lateral extensions between 10 nm and 1 µm, see Fig. 2(a). The
SEM-EDX analysis reveals that these elevations are not, as one might naively assume, Pt particles.
Rather, they are either gold particles which stem from the wire bonding process and are of no further
interest here, or they consist of nanoporous TiO2 mounds with Pt at their centers, see Figs. 2(b, c).
On the other hand, a difference of the oxygen or titanium signal between inside and outside these
mounds could not be detected.

These observations suggest that Pt plays a major role in providing oxygen in a form usable for Ti
oxidation in an electric field. Possibly, O2 dissociation at the Ti surface20 and fast catalytic splitting
of adsorbed water at the Pt sites21 provides large amounts of adsorbed OH groups according to

H2Oad + Oad→ 2OHad. (1)

These OH groups may permeate the natural oxide layer, starting from the Pt islands. Formation of
TiO2 out of OHad can take place according to

Ti + 2h+ + 2OH−→TiO2 + H2. (2)

Thus, in Ti stripes covered with Pt islands exposed to an electric field, two oxidation processes
occur simultaneously, namely a slow one, based on the consumption of adsorbed oxygen atoms

FIG. 2. (a) Topographical AFM scan across the on-chip oxidized surface of a Ti
/

Pt-stripe. The overlays show two line scans
across typical surface structures. The yellow labels to the right indicate the range of the color height scale. (b) SEM image
and EDX spectra taken at the points indicated by the arrows inside (lower trace) and outside (upper trace) a TiOx mound.
Outside the mound, only the Si and O signals can be seen, which originate predominantly from the substrate due to the EDX
penetration depth of ≈ 700 nm. Inside the mounds, an additional, weak Pt signal can be detected. The acceleration voltage of
the SEM was 5 kV. We note that observing an EDX signal of Ti requires larger acceleration voltages. The bright spots are Au
nanoparticles. (c) SEM image at larger magnification which shows the nanostructure of the porous TiOx mounds.
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according to the Mott model,18 which takes place during oxidation of the Ti stripes, plus a faster one,
which is catalytically driven by Pt and spreads radially from those Pt islands that are exposed to a
sufficiently strong electric field and which results in more porous TiOx.

A Pt submonolayer does not only accelerate the anodization process, it also forms a functional
part in the operation of the oxidized stripes as hydrogen gas microsensors. Prior to the anodic oxidation
step, the conductance of the Ti

/

Pt stripes is completely insensitive to even large atmospheric hydrogen
volume fractions of c(H2) = 4%, see Fig. 3(a). After the on-chip oxidation step, however, a sensitivity
of the conductance to hydrogen gas with volume fractions in the ppm regime at room temperature is
observed, see Fig. 3(b, c). For comparison, we have also sputtered a Pt submonolayer on the anodically
oxidized Ti-stripes, which results in a type of lateral sensor that has been discussed before, even though
the oxidation technique was different.22 Both sample types are sensitive to atmospheric hydrogen,
showing that the differences in the oxidation process are not decisive for the sensing performance.
However, differences in the sensing response do exist.

For a comparison, source-drain bias voltages between V = 1 V and V = 18.7 V were applied
to the Ti- and the Ti/Pt stripes, respectively, such that the lateral oxides were exposed to the same
electric field of F = 62.5 kV/m. In both types of sensors, we detect an onset of the response to
hydrogen at a volume fraction of ≈ 20 ppm and a sensing current that increases monotonically with
c(H2).

The oxidized Ti
/

Pt-stripes have a significantly larger off-conductivity than the oxidized Ti stripes
with subsequent Pt deposition, and the response S = IH

/

IN is one order of magnitude larger in the
Ti
/

Pt-sensors. This behavior may reflect the differences in the structure of the formed oxides, and
the Pt particles in the Ti

/

Pt-films may be covered to some extent by the grown oxide, which would
make them less accessible for the hydrogen gas. The response in air is comparable to that one in
nitrogen for c(H2) ≤ 1% and gets larger than in nitrogen for higher hydrogen volume fractions, see
Fig. 4(a, b). However, this is difficult to interpret within a physical picture considering the significant
currents in the off-state which increase over time, most likely due to incomplete hydrogen removal.
This effect is stronger in nitrogen atmosphere. This can be explained by the fact that dry air supports
the desorption of hydrogen via the additional possibility of water formation at the surface.23 Both
the sensing and the recovery part on the transients can be fitted reasonably well by a sum of two

FIG. 3. Response to 4% hydrogen of Ti-Pt stripe (a), Sensing performance of on chip grown oxide films in dry nitrogen
athmosphere (b), and in dry air (c) to 3 min H2 pulses of volume fractions 100 ppm and 4%. In addition, the response to long
exposure times is shown and fitted by a sum of two exponentials. Data were taken at a bias electric field of 62.5 kV/m at 25◦C.
The dashed green and red lines indicates the points in time when hydrogen gas was added to or removed from the atmosphere,
respectively.
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FIG. 4. Response S of the oxidized Ti- (a) and Ti
/

Pt- (b) stripes in nitrogen and air. In (c) and (d), the response (τS) and
recovery (τR) time constants as obtained from the fits to the sum of two exponentials are shown, using an oxidized Ti

/

Pt film
as an example.

exponentials, see Fig. 3(b). The time constants τS and τR for response and recovery are in the range
of minutes and despite the extremely thin sensor films, they do not depend strongly on c(H2). There
are no qualitative differences in the behavior of the time constants of the Ti-stripes as compared to
the Ti

/

Pt-stripes, and we exemplify their properties using a Ti
/

Pt-stripe, see Fig. 4(c, d). Two distinct
time constants can be observed in both atmospheres and in the response as well as in the recovery.
They differ by roughly an order of magnitude. This suggests that the transformation of molecular
atmospheric hydrogen into an electron donor inside TiOx and vice versa takes place in at least two
steps. We first interpret the times in response to hydrogen exposure. The observed independence
of τS on the hydrogen volume fraction suggests that even at our small degrees of Pt coverage, the
chemical splitting of hydrogen molecules at Pt is not saturated. Rather, we assume that one limiting
factor is the lateral, radial diffusion of atomic hydrogen from the Pt islands through the compact
TiO2. The chemical hydrogen diffusion coefficient in TiO2 increases with its porosity. Assuming
D = 10☞15cm2/s for compact TiO2,24 an order-of magnitude estimation for the time needed to cross
the average distance between Pt particles of 50 nm gives ≈ 3 h. The shorter observed time scale may
reflect the porosity of the film, which would result in much larger effective diffusion constants. The
fact that we observe two time scales may be due to different diffusion channels or to the dynamics of
the electron transfer from the hydrogen atom into the TiOx. A similar interpretation can be given for the
recovery time constants. Measurements on samples with varying Pt coverage and film thicknesses
would provide further insight into these mechanisms, which are beyond the scope of the present
work.

To summarize, we have demonstrated that Ti stripes on top of Si/SiO2 can be oxidized on-chip by
local anodization using lateral microelectrodes. This process, which can be visualized easily in-situ

in an optical microscope, enables profound modifications of the electronic and sensing properties
of the circuit. A coverage of the pristine Ti film by a submonolayer of Pt greatly accelerates the
anodization, most likely via catalytic splitting of water. As an application example, a Ti stripe covered
with Pt was transformed on-chip into an efficient hydrogen sensor with this Si-MOS compatible
technology. The samples can be designed in such a way that the oxidation sets in at much larger
voltages than used in typical sensing experiments. This allows, for example, the definition of redundant
sensor array layouts in which the elements can be selectively activated during post-assembly of the
chip.
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3.2. Microdevice preparation for gas sensing

3.2 Microdevice preparation for gas sensing

In contrast to the on-chip broadening discussed in the previous section, where a TiO2

nanowire served as ‘seed’ for further oxidation, no such structure is present in the Ti and
Ti/Pt thin films of Paper IV. Instead, we ascribe a relevant function during the process to
the native oxide layer. As mentioned in the beginning, the formation of this layer on thin
metal films was early described by Mott and Cabrera [60,85]. One assumption in this
model is that electron transport through the thin oxide can happen via thermal emission
or via tunneling. Together with adsorbed O2 from air they can form layers of adsorbed
oxygen anions [246] and as a result a strong electric field will be set-up in the oxide.
The other assumption is that although the solubility of metal cations is considered very
low, so passage of metal ions through the oxide via diffusion is improbable, migration
of metal ions between interstitial positions towards the surface may take place. This
way the oxide grows by metal ions migrating layer by layer through the oxide followed
by reaction with the surface O2–. Depending on the film thickness and temperature,
different approximations are made to find expressions for the growth kinetics. For thin
films and low temperatures the growth law

dx

dt
= nν · exp

(

−
W + U

kB T

)

exp
(

a e V

kB T x

)

(3.2)

is obtained. Here x denotes the oxide thickness, n is the number of ions at the metal/oxide
interface per unit area, ν is the frequency of atomic vibrations which together with the
first exponential term gives the classical Boltzmann probability of ion migration from
one interstitial site to the next (with W the energy difference between the positions
and U the activation energy), 2a being the distance between interstitial positions and
the built up electric field E = V/x. The growth driven by this built-up field between
surface and metal continues until a limiting thickness is reached, which ranges for Ti
from 0.5 nm to 7 nm depending on the metal composition, the temperature and the
surrounding medium [59].

This natural oxide layer on top of the Ti and Pt films is shown in Fig. 3.4 a) and
b), respectively, in a cross section of the stripes corresponding to the vertical profile
depicted in the bottom left hand corner of Fig. 3.4. As mentioned in section 1.2, the
oxide surface also provides binding sites for oxygen, water and OH groups. During anodic
oxidation also O2– transfer through the oxide is possible. We assumed this to be the ion
species dominant for the voltage driven growth of the nanowires in the previous section,
since only the anode was oxidized. Oxidation via layer-by-layer Ti ion migration in the
films here could principally occur according to the Mott and Cabrera theory, like it is
schematically shown in the lowermost pictures in Fig. 3.4 a) and b). In some reports it is
stated, that both Ti cation and O anion transfer contribute simultaneously to the oxide
growth during anodization [59]. However, also here, O2– diffusion into the oxide might
be more probable, as we stated in Paper IV, because the side electrodes do not exhibit
any signs of oxidation.

We furthermore assumed, that the velocity of the oxide growth in the Pt decorated
Ti films is increased due to catalytic splitting of adsorbed water. As can be seen in the
figure, this may lead to a top down oxidation in the vicinity of the Pt islands, where
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large amounts of OH groups become available [247]. Without this exploitable additional
oxygen source, one would expect that the oxidation in the Ti films will begin on the sides
where the electric field is at the maximum. The field strength for this set-up was also
calculated using FEMM. Fig. 3.5 shows the edge of a 10 nm thick and 10µm wide Ti
stripe with a natural oxide layer of 2 nm thickness on top of the surface, that is separated
from a side electrode by a 500 nm gap (not shown). The same color scale as in Fig 3.1
was used. It can be seen that despite the very large distance to the electrode compared
to the film thickness, i.e. a factor of 50, still a considerable normal electric field is present
in the oxide especially near the sides. This still holds, when the oxide growth has already
started from the sides, as it is shown in Fig. 3.1 b). This vertical electric field component
is required, when we assume top-down (bottom-up) diffusion of oxygen anions (titanium
cations) through the oxide.
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Figure 3.4: Suggested mechanisms of oxide growth in a) Ti thin films and b) Ti/Pt
thin films before (top) and during (bottom) voltage application. The cross-
sections in a) and b) belong to the vertical profile in the scheme at the
bottom left handside. c) Proposed growth in the Ti/Pt thin films in a cross
section longitudinal to the film, based on the information gained from EDX
measurements.

Additional EDX measurements were carried out that supplement the data shown in
Paper IV. For example, a larger acceleration voltage allows for detection of Ti components.
In Fig. 3.6 on the left, EDX sum spectra are shown that were collected with an acceleration
voltage of 20 kV, during a line scan across a mound (yellow line) in the grown oxide of
the Ti/Pt stripe. In the sum spectra, the Si (green), O (blue) and Ti (red) components
are shown separately. Since no variations in the line scan can be observed, the mounds
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Figure 3.5: FEMM calculations of the electric field distribution in TiO2 when a voltage
of 80 V is applied to a side electrode with respect to the grounded stripe. The
stripe and the electrode are separated by a 500 nm gap. The picture shows
the zoom-in on the oxidizing Ti film with the field distribution inside the
natural oxide layer (a) and the grown oxide (b).

on the rough surface and the surrounding presumably consist of the same material,
namely TiO2. The different structures visible as varied brightness in the SEM images
can here be attributed to differences in height and roughness in accordance with the
AFM data. As the data in Paper IV have shown, small traces of Pt were found at the
center of these mounds confirming that definitely no complete and electrically connected
layer of Pt is formed, but separated particles or islands. In fact, we assume that the
mounts are formed as a result of the catalytic acceleration of the oxidation reaction
when Pt and H2O come together. The EDX spectrum on the right was collected at one
spot in the grown oxide. In both spectra, the low Ti component and strong SiO2 signal
components indicate that the main part of the signal comes from deeper layers and not
from the surface. At larger acceleration voltages, in particular the surface signal becomes
weaker compared to the signal stemming from deeper layers. The analytical area can be
calculated using equation 1.17. For SiO2 with a densitiy of 2.65 kg/m3, zm is estimated
to approximately 0.8µm at a penetration depth of 0.5µm.

This should also be taken into account when looking at the data shown in Fig. 3.7.
Here, line scans across the region of the Ti/TiO2 transition in the oxidized Ti/Pt stripe
with a 7000× (left) and 2000× (right) magnification are shown. The acceleration voltage
was 5 kV. One would expect the oxygen amount to increase rather abruptly when going
from the Ti to the TiO2 as the transition on the surface is clearly visible in AFM scans
and optical microscope as well as in electron microscope images. However, the oxygen
amount (green in the left and red in the right picture) increases rather continuously over
a wide distance of around 70 µm before the visible transition is reached, i.e. where Ti
should be, until saturation is reached shortly afterwards. On the one hand, this might
be due to the low surface signal, but on the other hand this may also be related to the
peculiar oxidation process that is catalytically driven by Pt. Oxidation might quickly
spread over a large area and in the transition region might not be completed all the
way down to the substrate. Presumably the Pt driven top-down oxidation might not be
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completed near the visible transition, as is schematically shown in Fig. 3.4 c). Looking
at a cross section in longitudinal direction along the Ti/Pt stripe, it is possible that full
oxidation, that leads to an elevation measurable by means of AFM, only occurs in the
region that is close to the side electrodes.
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Figure 3.6: EDX sum spectra of a TiO2 mound with Si, Ti, and O components (left) and
spectrum of a spot in the oxidized region (right) taken with an acceleration
voltage of 20 kV.
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Figure 3.7: EDX line scans across the transition from Ti to TiO2 in the oxidized Ti/Pt
stripe, taken at 7000× (left) and 2000× (right) magnification. The acceleration
voltage was 5 kV.

Estimation of the denseness

From the AFM measurements of the absolute film height and roughness profiles, as
well as measurements of the height difference between visibly oxidized and unoxidized
regions, one can estimate the denseness of the on-chip formed oxide. For this, three
different states of the film were distinguished as is sketched in Fig. 3.8. The left picture
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corresponds to the naked Ti film directly after metalization. Its thickness a should be in
accordance with the nominal deposited amount of material, determined by the deposition
rate and deposition time. The total height increases slightly to b when the natural
oxide layer is formed (2) when exposed to air. While a is calculated from sputtering
or evaporation parameters, b can be extracted with good reliability from AFM height
profiles over the SiO2/Ti edge.
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Figure 3.8: Parameters used in the estimation of the empty volume: the Ti film with
nominal deposited thickness during the metalization step (1), the Ti film with
the upper surface layers converted to natural oxide after exposition to air (2)
and the film fully oxidized to TiO2 after on-chip oxidation (3).

As described above, the formation of the native oxide happens through conversion of
Ti so that the effective height of the Ti film is now decreased to (a − x). After on-chip
oxidation (3) the total height is increased once more by ∆meas due to metal conversion
and corresponding volume expansion. With the density ρ, volume V, molar mass M,
Avogadro’s number NA and number of Ti atoms nT i the following expression for the first
state is obtained

ρT i V1,T i =
MT i

NA

nT i. (3.3)

Since no metal material is added or removed, the total number of Ti atoms nT i is
a conserved quantity during both, formation of the natural oxide layer and on-chip
oxidation. The analog expressions for the Ti part and the TiO2 part in the second state
are therefore

ρT i V2,T i =
MT i

NA

G nT i and ρT iO2
V2,T iO2

=
MT iO2

NA

(1 − G) nT i, (3.4)

where G is the fraction of Ti that is not converted into TiO2. If these two equations are
combined and G is eliminated, the resulting expression can be rearranged and inserted
for nT i in equation 3.3 to get

x = (a − b)

(

1 −
ρT i

MT i

MT iO2

ρT iO2

)

−1

(3.5)

Here we used that V1,T i ∝ a, V2,T i ∝ (a − x) and V2,T iO2
∝ (b − a + x). Assuming that

the Ti film of thickness (a − x) is completely converted into perfectly densely packed
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TiO2, the height difference ∆ between the films in the second and third state is given by

∆ = (a − x)

(

ρT i

MT i

MT iO2

ρT iO2

− 1

)

. (3.6)

The height difference measured by AFM at the Ti/TiO2 transition is referred to as ∆meas.
This value should be larger than ∆, when less densely packed or even porous TiO2 is
formed during on-chip oxidation. Finally, the fraction of filled space R can be calculated
using the derived expressions for the parameters

R =
∆ + b

∆meas + b
. (3.7)

For the Ti stripe (Ti/Pt stripe) of a nominal thickness a=10 nm the values measured by
AFM were b=12.3 nm (14.9 nm) and ∆meas=6.1 nm (4.3 nm). With MT i= 47.88 g/mol,
MT iO2

= 79.88 g/mol, ρT i= 4.5 g/cm3 and ρT iO2
= 4.24 g/cm3 for rutile this yields R ≈

96.2% for the Ti stripe and 92.2% for the Ti/Pt stripe. This suggests that both produced
oxides are rather dense but the activity of Pt roughens the surface and yields a more
open structure. The result furthermore indicates that the formed TiO2 is indeed mostly
rutile, since the density of anatase is lower (Tab. 1.2) which would demand a thickness
increase of at least 7 nm if the growing oxide was completely densely packed.
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4 Conclusion and Outlook

Several aspects of electroforming in TiO2 have been discussed within this thesis. Here
the main findings of the presented studies are briefly summarized and potential future
research on the field is discussed.

Starting point of this work was the study of EF effects in microscale nanoporous TiO2

devices that were operated as gas sensors. It has been shown that EF processes can
coexist and interfere with the sensing response above a threshold bias voltage. Drifts
in the sensor response can be easily avoided by keeping the electric field below the
critical value for EF. More intriguing was the finding that hydrogen exposure and EF are
interdependent in a non-trivial way. This involves not only acceleration of EF when H2

is present but also two additional processes that increase the resistance in TiO2 with H2.
Namely on the one hand, when H2 is offered for the first time and on the other hand, a
slower and more continuous resistance increase for longer exposures. This behavior was
interpreted in terms of a phenomenological model, where oxygen deficient conductive
current carrying channels form inside the TiO2 with hydrogen-dependent conductivities.
We noticed the universal character of these effects, when very similar signs of this
interdependence arose in differently fabricated downscaled TiO2 nanowires, while they
were exposed to high electric fields and H2 simultaneously. An important consequence of
the found interdependence is that EF, in principle, can be modified and controlled not
only electronically but also chemically. This might be interesting for applications where
memristive operations are chemically triggered, for example in modeling of neuromorphic
circuits and synaptic computing [72, 73]. The underlying microscopic origin, however,
remains unclear. Experimental support is required in particular for our interpretation
that hydrogen might trap electrons by substituting oxygen vacancies [55]. Also it is
not clear, whether the samples undergo changes in the crystalline structure during
initialization and H2 exposure. We suggested that the phenomenology may be explained
by Magnéli phase regions in the oxide that form during initialization, which may get
further reduced by H2 during EF to phases of lower conductivity like Ti2O3.

This actually raises the question for the interior processes occurring at the microscopic
scale during initialization and EF. Better insight and information on the local conductivity
and strucutral changes, like forming of filaments involving phase transitions, can be
gathered on suitable samples by means of LC-AFM and STM in tunable pressure and
atmosphere. This has been reported for TiO2 structures with geometries comparable to
the nanowires [51]. To perform these types of measurements on the Ti/TiO2/sandwich
structures, the top electrode would have to be removed, by etching for instance [52],
while preserving the TiO2 structure near the electrode. The main question that remains
unanswered is: Do strongly reduced metallic type filaments form inside the nanowires
and micron structures or are the changes in conductivity of a more homogeneous nature?
The resistance measurements on the TiO2 wires presented in Paper II and section 2.2
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hint towards the latter, namely that the dominant mechanism for resistive changes when
electric fields are applied is rather accumulation and depletion of oxygen vacancies and
shifting of defect-rich regions inside the oxide. Nevertheless, forming of thin filaments of
Ti4O7 of low densitity and diameter [52] is imaginable where the switching is attributed
to the lower conductive area, which then constitutes the by far larger part of the volume.
This is in contrast to the structures where resistive switching is attributed only to the
TiO2/electrode interface layer, where highly conductive Ti4O7 filaments of large diameters
that intersperse the hole volume rupture and reconnect.

This assumption is based on the following observations: First, the signal margin, i.e.
the ratio of Ron and Roff is much smaller in the nanowires, namely 5-10 compared to
the maximum values that can be reached in TiO2 of about 1000 as reported in various
studies. Nevertheless, lower margins of the named range were also reported [52] in the
context of a lower overall feature size (<100 nm) and a low area densitiy of thin filaments
(few tens per µm) where the resistive switching depends on the lower conducting area.
A second hint for this is that the total resistance in the on-state is three orders of
magnitude smaller than reported for most devices. Thirdly, the transition between the
off- and on-state observed in the nanowires, as is depicted for example in Fig. 2.14 and
the EF experiments of Paper I and II, is much smoother and steadier than would be
expected from sudden rupture or joining of highly conducting channels. Such abrupt
switching is usually triggered by applying a threshold voltage. An exception are the
observed sudden decreases in the current during the on-chip modification in Paper III,
which could be a sign of single thin channels of higher conductivity collapsing. It should
be noted that varying current levels during operation were observed in all TiO2 systems
that were studied in this work, even in samples of the same type. Controlled fabrication
and initialization processes are required to produce devices of satisfactory reproducibility
and reliability [75], which is still a known problem and challenges the implementation of
the complex TiO2 system as resistive switches. Although the ability to confirm or negate
these assumptions with a better insight into structural changes would be thrilling, one
of the primary goals was the use-oriented query for easy fabrication techniques of gas
sensitive TiO2 devices.

Another main finding of this work is that EF conditions can initiate growth of the
oxide component by oxidation of the Ti electrodes. Samples in planar design allowed for a
study of the geometrical and morphological modifications that resulted from application
of high voltages. These results identify another possible source of drift effects in typical
devices like gas sensors or resistive switching devices and at the same time they represent
an experimental tool, namely adjusting the properties of an oxide on-chip. Our approach
to interpret the underlying physics and electrochemistry involves ionic motion inside the
oxide, interaction with and forming of oxygen gas, as well as electromechanical effects.
Further experiments are required to substantiate this interpretation.

Finally, the described technique was used to prepare a complete H2 gas microsensor
on-chip in a silicon-MOS compatible process. Not only redundant sensor array layouts
with selective activation are possible applications, but many other modifications of
electronic circuits are imaginable, e.g. fabrication of electrodes with separations in the
range of one nanometer [248–254], tunnel junctions [255,256] or tunable capacitors. In
the sensing experiments, we attempted to evade effects of residual gases in the TiO2 as
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far as possible by heating and high gas flows during initialization. We rather excluded
such effects when no characteristic signs for interactions with, for example, O2 and
H2O were observed in the current transients. Due to the small TiO2 volumes, our
set-up is unfortunately not fitted for an analysis of gases that may be formed during
electrochemical processes. However, data from local temperature measurements indirectly
hint towards water forming, which might occur in considerable amounts in the TiO2 or
at the surface at certain concentrations of H2 and O2 in the atmosphere.
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