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Passerd,
trascinando il mio enorme amore
in quale notte
delirante e malaticcia
da quali Golia fui concepito
cosi grande e cosf inutile?

I will pass by,
dragging my giant-love.
in what
delirious,
feverish night,
by what Goliaths was I conceived
so big

and so useless?

(70 His Own Beloved Self The Author Dedicates These Lines ,
Vladimir Majakovskij, 1916)
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Introduction

1.1 Materials development in human history

The advancement of technology in human history has been partially driven by the discov-
ery and subsequent exploitation of novel materials. In some cases, the advent of a new
material had such a strong impact on human societies that archaeologists and anthropol-
ogists found it useful to label pre-historical human eras based on certain materials. The
material used for labelling an era was the one constituting most findings that dated back
to that era. This scheme for ancient human history is called three-age system and was in-
troduced by the Danish antiquarian Christian Jiirgensen Thomsen in the 1 o' century (1],
The system divides pre-historic periods in mainly three ages: the stone age (which lasted
approximately 3.4 million years and ended around 4 ooo BC), the bronze age (from 3 300
BC until 1 200 BC) and the iron age (from 1 200 BC until 550 BC).

Among the criticisms that were directed at the three-age system was its oversimplification of
human societies. However, although a system that classifies based on the materials mainly
used in a certain period is an oversimplification, it is beyond doubt that pre-historic tribal-
based human societies were far more simple than more recent ones [2] and, of course, the
present one.

The advent of the transistor and the subsequent development of the technology for infor-
mation processing and transmission shaped the current socio-economical system so much

that one might refer to the current age as the silicon or the semiconductors age. A different



1. INTRODUCTION

view is often applied which slightly shifts the focus from the materials themselves, so that
contemporary age is more commonly referred to as the information age B3], The technolog-
ical progress in this age is therefore strongly related to the development of data processing
devices based on novel materials and techniques.

One of the barriers to overcome in order to avoid a stall in the evolution of this technology
is illustrated by Moore’s law (4], This is the observation that the number of transistors in an
integrated circuit for minimal cost per transistor tends to double every two years. The com-
putational power of a chip depends on the number of transistors contained in it. For this
reason, the capability to miniaturise the electronic components became one of the main
challenges for semiconductor manufacturers.

The production of integrated circuits with increasingly small dimensions is based on zano-

lithography, a class of techniques which is described in the next section.

1.2 Nanolithography

Nanolithography is the field that developed in order to obtain patterns with increasingly
small dimensions and to face the challenge of integrated-circuit miniaturisation. Among
these techniques, photolithography is one of the most standard ones [s], The procedure is
illustrated in figure 1.1. A mask is used to project a patterned beam of light onto a sample
consisting of the end material, such as a semiconductor thin film. The film is covered with
a material (resist) which changes its solubility as a consequence of the light exposure. The
exposed or un-exposed parts of the resist are then removed chemically, in a step called de-
velopment. The result is that the end material is partially covered by the resist in a way that
mimics the exposure pattern. The last step is to remove the portions of the material which
are no longer protected by the resist via etching or deposit new portions of material, and
afterwards, remove the resist itself (/z/z-off ).

The theoretical limit of the dimensions that can be obtained with photolithographic tech-

niques is given by the Rayleigh criterion which poses a lower limit to the diameter (D) of a

focused radiation source due to diffraction (diffraction-limit)[¢:
A
D=—— .
2nsin(f) (r.1)

where 1 is the wavelength of the radiation source, 7 is the refractive index of the medium
in which light is travelling and @ is the half-angle of the light cone focused by the exposure

optics. The quantity 7 sin(6) is often referred to as numerical aperture NA, which is used
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to characterize the resolution of optical systems via their maximum focusing capability.
Equation 1.1 shows that, in principle, exposing the samples to short-wavelength-radiation
allows to obtain the smallest feature. For this reason, ultra-violet light is generally used in
nanolithography (7821,

Currently, nanolithographic techniques allow to obtain patterns with features on the or-

Mask
A GG G e
Resist Exposure
Substrate
Development
P o L 1 :
uft.offl A p—
|

Figure I.X: Schematics of the steps used to obtain a patterned conductive structure for integrated circuits

via photolithography.

der of s nm 9!, At this scale the electronic properties of the materials might diverge from
the bulk ones. This, together with the requirement of light-induced damage resistance,
which enables the avoidance of damage in the fabrication process, and chemical stability,
which is beneficial for the long lifetime of the end product, drives a continuous search for
suitable materials. In parallel, improvements in processing techniques that increase the
processing speed and reduce costs is also a goal of research in this field. A material possess-
ing some of the aforementioned characteristics, raising interest, is ruthenium. In the next

section some of its key features are presented.

1.3 Ruthenium

Ruthenium (Ru) is a transition metal with atomic number 44 belonging to group 8 of the
periodic table. Similar to other elements in the platinum group, it is chemically relatively
unreactive. It has applications in EUV optics for nanolithography '],

Ruthenium has a high melting point of 2583 K. It also has a low electrical resistivity of 7.1
nQ-m " while ruthenium oxide (RuO,) has a resistivity of 760 nQ-m [3]. Both these

values are suitable for applications as conductive material in the semiconductor industry
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since, on the nanoscale, Ru appears to have a higher electrical conductivity than Cu, pre-
sumably due the smaller grain size. Ruthenium, however, has not been studied as well as
many other metals. If Ru is going to be used in future semiconductor devices, it becomes
important to know what the effects are of exposing the material to high laser fluences, such
as those used in metrology and for wafer alignment. Ru may have other applications as well.
Ruthenium-based technology is being developed, for instance, to fabricate electrode mate-
rials in electrochemical supercapacitors for energy storage "5,

The great interest in the potential applications of ruthenium thus has led to an increased
focus of research to expand knowledge on this material and its compounds. The research
ranges from the study of ruthenium’s magnetic properties['®), the mechanisms of laser-
induced damage [17:18] 6 the oxidation dynamics under different conditions [ro],

In the next section, terahertz radiation is introduced. Terahertz emission experiments are
indeed a potential tool for the non-invasive study of materials such as ruthenium and could

contribute to providing insight into the properties of this material.

1.4 Terahertz emission

Terahertz radiation (THz) is defined as electromagnetic radiation with a frequency be-
tween 0.1 THz and 10 THz, corresponding to a wavelength between 30 ym and 3 mm.
This range of the electromagnetic spectrum is located between the infrared and the mi-
crowaves. In the last 30 years, the progress in the capability to generate and detect this
radiation allowed the creation of a whole new field of research spanning from the develop-
ment of novel sources **'! to THz-spectroscopy and imaging 223241,

In particular, the possibility to detect the time-dependent electric field of THz radiation
provides information on the phase of the radiation, which is lost when measuring the in-
tensity with other spectroscopic techniques, such as visible or infrared spectroscopy. This
allows to directly measure the complex refractive index or the complex conductivity of a
material without the need to make any assumption. Assumptions need to be made, for in-
stance, when using the Kramers-Kronig relations [25] These relations allow to calculate the
imaginary part of the refractive index once the real part is measured, or vice versa. However,
in this calculation it is necessary to extrapolate the frequency-dependence of the refractive
index outside of the measurement frequency-interval. The phase information contained
in the measurements of the THz electric-field allows to circumvent this problem.
Understanding the processes resulting in the generation of THz radiation is also an ac-

tive field of research. Optical rectification, for instance, is one of the standard generation

6
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mechanisms in which a sub-picosecond near-infrared laser pulse gives rise to THz emission
from non-linear optical crystals such as ZnTe [26], This is a second-order non-linear optical
process in which the THz pulse is generated as a result of difference frequency mixing oc-
curring between the frequencies contained in the spectrum of the near-infrared pulse itself.
Figure 1.2 shows the THz electric field emitted by a ZnTe crystal by optical rectification.”

The Photo-Dember effect is also an established THz generation mechanism. In this, a sub-
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Figure 1.2: A THz electric-field emitted by optical rectification from a ZnTe crystal.

picosecond laser pulse is absorbed by a semiconductor such as GaAs or InAs*7). Absorp-

tion results in the photoexcitation of electron-hole pairs. The concentration of electron-

hole pairs changes when moving away from the semiconductor surface. In addition, elec-

trons generally have a higher mobility than holes. These two factors, the gradient in electron-
hole concentration and the difference in mobility between the electrons and holes, results

in a transient dipole which is responsible for emission of THz radiation. A review of THz

generation mechanisms can be found elsewhere [20,28]

In general, THz emission from non-metallic or ferromagnetic materials is a well under-
stood topic. A different situation applies to non-ferromagnetic metals for which, in some

cases, extracting reliable conclusions is difficult. This is sometimes partially due to an in-
complete determination of the (surface) state of the sample. An example is the case of
copper which showed an exponential dependence of the THz-emission energy on the near-
infrared pump energy [29], When in contact with air, copper forms a layer of cuprous oxide

(Cu,0). Later, it was shown that the oxide forms a Schottky contact with the copper and

that this is the dominant THz emission mechanism, at least at relatively low optical pow-

"More details about the experimental methods for generating and detecting the THz electric field are given
in chapter 2, section 2.2.
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ersi3°l

A Schottky contact can form when a metal and a semiconductor with different Fermi en-
ergies are in direct contact. The contact causes the Fermi levels of the two materials to
equalize, resulting in electron migration from the material with the higher Fermi energy to
the material with the lower one. This results in a region in the semiconductor depleted of
free carriers, called the depletion region. This charge migration, in turn, results in the cre-
ation of an electric field in this region (depletion field), as shown in figure 1.3. Illumination
with a femtosecond laser pulse results in the photoexcitation of charges in the depletion
region which are subsequently accelerated by the depletion field. This charge acceleration
is responsible for the emission of a terahertz pulse and, as discussed in chapter 3, it is one
of the candidates to explain the THz generation mechanism in ruthenium.

A similar mechanism was observed for THz emission from silver. Silver reacts with traces

Metal Energy Semiconductor

\ Conduction band

Fermi Energy

Depletion Field
Conduction band Depletion region

Valence band

Figure 1.3: Schematics of a Schottky contact. On the left a metal is in contact with a material with an
initially higer Fermi energy (such as a semiconductor). This results in charge migration from the metal, giving
rise to an electric field in the semiconductor.

of H,S molecules present in air and forms a layer of semiconducting Ag>S. The two ma-
terials, Ag and Ag,S, form a Schottky barrier which enhances the emission of THz radia-
tion 139).

These examples show that proper determination of the state of the sample surface is crucial
for the interpretation of the results of THz emission experiments. On the other hand, they

also suggest that THz emission can be used as a probe for material characterization.



1.5. PATTERNING OF RUTHENIUM VIA LASER-INDUCED OXIDATION

1.5 Patterning of ruthenium via laser-induced oxidation

As was explained in section 1.2, photolithography is based on a change in solubility of a
resist, as a result of exposure to electromagnetic radiation. In our experiments to study the
emission of THz radiation from Ru, we discovered that above a certain fluence, the laser
oxidized the Ru surface. We found that this coincided with a change in solubility in Na-
ClO between the regions exposed to laser light and the un-exposed regions of the samples.
While ruthenium can be dissolved in a solution of NaClO in water, resulting in a complete
removal from the substrate, ruthenium oxide RuO; is not dissolved. If the RuO, layer is
thick enough, it can prevent the dissolution of the underlying Ru, acting as a protective
layer. By tuning the exposure parameters it is therefore possible to use this method to ob-
tain patterns of Ru with a thin oxide layer on top. This method is summarized in figurer.4,
showing that fewer processing steps are required with respect to conventional lithographic
techniques described in section 1.2, to pattern Ru.

This method was tested by producing near-circular Ru/RuQ); islands, providing a proof

Ruthenium thin film

Substrate

Exposure

Laser

Immersion in the

NaClO solution
Ru/RuO,

bi-layer

Figure X.4: Schematics of the steps that would be required to obtain more complicated Ru/RuO; patterns
based on laser-induced oxidation of a ruthenium thin film

of principle for applications with more complex patterns, similar to what is shown in figure

1.4. Interestingly, we found that the technique also allowed us to create Ru features with
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sizes even below the diffraction limit. More details on the method are presented in chapter

2, section 2.3.1.

1.6 Thesis outline

The outline of this thesis is as follows: The next chapter contains the background necessary
for the interpretation of the results presented in this thesis. Section 2.1 describes sample
fabrication and the techniques that were used for sample characterisation and diagnostics.
Section 2.2 describes the basic concepts of research on THz radiation and explains in detail
the components of a THz generation and detection setup. Section 2.3 describes in detail
the method used for creating the Ru/RuQ); patterns. Section 2.4 describes the calculations
of heat transport in Ru thin films. These calculations are used to gain insight into the laser-
induced oxidation process of Ru.

Chapter 3 presents the results of THz emission experiments on Ru thin films. Here, the
correlation between THz-emission-strength and oxidation is demonstrated. A dependence
of the polarization direction is observed both on the degree of oxidation of the sample
and, surprisingly, on the substrate material. In addition, a preferential direction of the
THz-polarization is observed, highlighting an anisotropy in the samples. The source of
this anisotropy is investigated using two-dimensional x-ray diffraction and atomic force
microscopy but, to this day, it remains unknown. This suggests that THz emission could
be an extremely sensitive tool to detect features which elude other material characterization
techniques.

Chapter 4 introduces the method to obtain Ru/RuQ; patterns by direct illumination of
the Ru films, without the need for a photoresist. A proof of principle experiment is shown
in which nearly-circular Ru/RuO5 islands are created. Two different laser sources are used
for exposure, a 5.2 MHz repetition rate laser, focused to a minimum diameter of 8 zm,
and a 200 kHz repetition rate laser, focused to a 2 gm diameter spot. The effect of in-
plane heat transport on the island formation is more evident when exposure is performed
with the high-repetition-rate laser, probably because the short interval between the arrival
of each laser pulse results in more pronounced heat-accumulation and in-plane transport.
This mechanism is less visible when using the low-repetition-rate laser. In addition, in this
chapter, we demonstrate that it is possible to obtain Ru/RuO, islands with a diameter as
small as soo nm, which is four times smaller that the diffraction limit of the optical system
used for the laser exposure.

Chapter s provides additional insight on the Ru patterning method introduced in chapter

I0
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4. The effect of the Ru film thickness on the island-formation threshold fluence is tested.
It is demonstrated that the threshold fluence for island formation can be determined a pri-
ori as long as the Ru film can be considered homogeneously heated by the exposure-laser
pulses. The role of the substrates is also probed by producing Ru/RuO islands on Ru
samples deposited on three different substrates: glass, sapphire and silicon. The island-
formation threshold fluence depends weakly on the substrate material. This is explained
in terms of the differences in the interfacial thermal conductances (ITC) between the three
substrates. After laser exposure, heat diffusion into the substrate is limited by a finite ITC,
resulting in a similar temporal decay of the surface temperature of the Ru for all the sub-
strates. In addition, the role of the exposure beam diameter is tested by comparing the
island-formation threshold fluence extracted using a 0.8 #m exposure beam diameter with
the one extracted using a 2 um beam diameter. These experimental results are combined
with heat diffusion calculations. This proves that in-plane heat diffusion has a stronger
effect when using a sub-micron exposure beam diameter, compared to the 2 zm one. In
principle, a smaller exposure beam diameter could be expected to allow to obtain patterns
with smaller features. However, the observed in-plane heat diffusion could represent the

limiting factor determining the size of the smallest features that can be obtained.

II
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Background

his chapter is aimed at providing an overview of the techniques and of the basic
concepts necessary to interpret the results presented in chapters 3, 4 and 5. Sec-
tion 2.1 focuses on the sample preparation, starting from how the substrates
are cleaned before the Ru films are deposited through magnetron sputtering, which is
described after that. The methods used for inspecting the samples are subsequently ex-
plained.
Section 2.2 focuses on some aspects of terahertz electromagnetic pulses generation and de-
tection. It starts by illustrating the main challenges encountered in these measurements.
After that, the terahertz generation and detection setup is explained. The sections on
electro-optic detection and lock-in amplifier (sections 2.2.2 and 2.2.3) clarify in detail how
the terahertz pulses are detected. This lays the groundwork for chapter 3, which present
the results of terahertz emission experiments on Ru.
Section 2.3 explains the method for producing conductive Ru/RuQ; patterns based on
laser exposure followed by Ru removal by a NaClO solution. These sections provide an

introduction for the results presented in chapters 4 and s.

2.1 Sample fabrication and characterisation

This section provides the details of the preparation of the samples used for all the results

presented in this thesis. It starts by explaining how the substrates are cleaned to remove

13
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potential contaminants.

The Ru thin films were deposited via magnetron sputtering, a standard technique described

in section 2.1.2. The sections about sample preparations are followed by those about sam-
ple diagnostics (from section 2.1.3 to 2.1.7), concerning x-ray photoelectron spectroscopy,
x-ray diffraction, atomic force microscopy, scanning electron microscopy and energy-dispersive

X-ray SpCCtI’OSCOpy.

2.1.1 Substrates and chemical cleaning

For the experiments reported in this thesis, glass, CaF,, silicon and sapphire were used as
substrate materials.

To prepare and clean the substrates, the following procedure was used. They were first kept
in an ultra-sonic water bath for ten minutes. After that, they were kept in a base-piranha so-
lution for 15 minutes at a temperature of 75 © C. This solution consists of so ml of water,
10 ml of ammonia (NH4OH) and 10 ml of hydrogen peroxide (H,0O,). The substrates
were then rinsed in isopropanol and dried.

Sapphire is a birefringent material. For this reason, commercially available sapphire sub-
strates cut along the C-plane were used, which avoids birefringence for normally-incident
light.

The CaF, substrates were only rinsed in isopropanol as they could dissolve in the base

piranha-solution.

2.1.2 Magnetron sputtering

Magnetron sputtering is a standard technique used for depositing layers of metals with
sub-micrometer thickness 3*). In the following the technique is described, providing some
parameters used for obtaining the Ru films.

To perform magnetron sputtering, the substrates are loaded into a vacuum chamber, with
a pressure of around 10~/ mbar. The chamber is then filled with an Ar* plasma at a pres-
sure of 10~ % mbar. The target material is kept at a negative bias with respect to the sub-
strates, which accelerates the positive Art-ions towards it. The ions hit the target with a
high energy, causing the ejection of atoms of the target material. The atoms then land on

the substrate, resulting in the growth of the film.

14



2.1. SAMPLE FABRICATION AND CHARACTERISATION

2.1.3 X-ray photoelectron spectroscopy

X-ray photoelectron spectroscopy (XPS) is a widely-used technique for the chemical char-
acterisation of the surface of a sample. First, the principles underlying the measurements
are described, and then some basic experimental details are provided. Additional informa-
tion can be found elsewhere 32,

In XPS, an x-ray source is directed towards the sample, causing emission of core-shell elec-
trons via the photoelectric effect. Electrons with a binding energy (BE) lower than the
energy of the x-ray photons (h¥) can be emitted. The electrons emitted by the sample are
collected and their kinetic energy (KE) is measured. From this quantity, it is possible to

extract the binding energy of the electrons:
BE =hv—KE— ¢ (2.1)

@ is the work function, defined as the minimum energy required to move an electron from
a material’s surface to the vacuum level. In the context of an XPS spectrometer, the work
function refers to the energy needed for an electron to overcome the spectrometer’s surface
potential barrier and enter the analyzer. This is a known quantity, allowing for corrections
to the measured kinetic energy to accurately determine the electron binding energy. No-
tably, the sample’s work function does not need to be known because the sample and the
spectrometer are electrically connected, aligning their Fermi levels.

An XPS spectrum generally consists of a series of intensity (usually in electron counts/second)
peaks at various binding energies. Each peak is assigned to an atomic orbital by comparing
its binding energy to the known value available in the literature.

Shifts in the binding energy of the electrons in an atom occur in response to different chem-
ical bonding states. For this reason, XPS allows to identify the binding states of atoms from
the presence of shifted electronic peaks. For instance, in chapter 3 section 3.3.3 the spectra
of Ruare shown. The binding energy of the electron in the 3ds , orbital of Ruis 279.8 V.
This same electron has a binding energy of 281.7 ¢V when the Ru atom is bound to two
oxygen atoms. In this case, the presence of oxygen is inferred by this shift without directly
detecting any electron emitted from this element.

Figure 2.1 shows a simplified depiction of an XPS spectrometer. The whole setup is kept
in an ultra-high vacuum, at pressures around 10~” mbar. This is necessary to avoid scatter-
ing of electrons by air molecules and, also, to keep contaminants away from the surface of
the sample. For XPS, x-rays are generated by accelerating electrons towards an x-ray anode

source. When hit by the electrons, the anode source emits the x-rays. Different sources
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Figure 2.1: Schematic of XPS apparatus. The sample is illuminated by an x-ray beam (light blue) which
causes the emission of electrons from the core shells of the atoms. The electrons are then collected and directed
towards the entrance of the hemispherical analyzer by a set of electron lenses. The walls of the hemispherical
analyzer are kept at a voltage causing the electrons to follow semi-circular orbits with a radius proportional to
their kinetic energy. At the end of the hemispherical analyzer, a spatially sensitive detector allows to extract the
electron kinetic energies from a map of intensities versus position.

are commercially available, emitting X-rays with different energies and linewidths. For the
experiments reported in this thesis, an alluminum Kz source was used. It emits x-rays with
an energy of 1486.6 eV (0.834 nm wavelength). The X-rays are directed towards the sam-
ple, resulting in the photoemission of electrons (yellow in figure 2.1). The sample should
be electrically connected to the spectroscope at a well defined voltage because emission of
electron results in charging and, in turn, in shifting of the spectra. For this reason, mea-
surements on non-conducting samples require additional precautions, such as the use of
charge neutralizers.

A series of electron lenses (extraction lenses) determine the acceptance angle for the elec-
trons emitted by the sample and affect the energy resolution of the spectrometer by user-
defined settings. The extraction lenses focus the electrons to the entrance slit of the hemi-
spherical analyzer. This element allows to measure the electron kinetic energy. It consists
of two concentric conducting hemispheres with difterent radii (see figure 2.1). The outer
hemisphere is kept at a negative voltage -V with respect to the inner one. The electrons

will travel in the analyzer describing semi-circular orbits. The radius of the orbit is directly
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2.1. SAMPLE FABRICATION AND CHARACTERISATION

proportional to the electron kinetic energy. A detector is placed at the end of the hemi-
spherical analyzer, providing a spatial map of kinetic energies. The intensity of the signal

depends on the number of electrons hitting the detector.

2.1.4 1D and 2D X-ray diffraction

X-ray diftfraction (XRD) is a standard technique used to determine the crystal structure of
materials. The underlying principle of this technique is the diffraction of electromagnetic
radiation by a periodic structure. A simplified description is given in the following; a more
complete description can be found elsewhere 331,
When a coherent light source is incident on a structure with periodic features with dimen-
sions on the order of its wavelength, diffraction occurs. X-rays have a wavelength on the
scale of 0.1 nm, which is on the same scale as the typical spacing between crystal lattice
planes. Figure 2.2 shows two rows of atoms representing two crystal planes, with a spacing
d between them. An x-ray is incident on the surface at an angle 6. The x-rays interact elas-
tically with the electrons of the atoms, namely in that they are absorbed and re-emitted in
all directions. Only the radiation emitted at specific angles interact constructively. These
angles are those determined by Bragg’s law [°]:

sind = ml (2.2)

2d

where m is an integer representing the diffraction order, 4 is the lattice spacing and 1 is the
wavelength of the x-rays. If the x-ray interact with a large number of planes such as those
sketched in figure 2.2, the radiation re-emitted at angles different than the ones obeying
equation 2.2 cancels out and intensity peaks arise at the angles obeying Bragg’s law. This
way, by varying the angle of incidence of the x-rays, together with the angle of detection,
the f-dependent diffraction pattern is measured. From this, it is possible to extract the lat-
tice spacing 4 and determine the sample crystal structure. In this case, a point detector is
used.

Monocrystalline samples diffract the x-rays towards discrete directions, determined by the
geometry of the crystal planes (figure 2.3, left). Samples are often polycrystalline, meaning
that they consist of a mixture of domains (crystallites) in which the crystal planes point
at random directions. When the region illuminated by the x-rays contains a high num-
ber of randomly oriented planes, the diffracted x-rays propagate along the surface of cones
(diffraction cones, figure 2.3). Each cone corresponds to a given family of crystal planes.

The angles of the vertices of the cones correspond to the diffraction angle ¢, determined
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Figure 2.2: Schematic of the interaction between an incident x-ray beam and the ordered array of atoms in
asimple crystal. The incident x-ray is reflected from the atoms. Only the beams reflected at an angle & obeying
Bragg’s law (equation 2.2) interact constructively, resulting in a diffraction peak.

by applying Bragg’s equation to each crystal plane present in the sample. In this case, the
diffraction pattern is recorded via a 2D detector and consists of a series of concentric rings,
given by the intersection of the detector surface and the diffraction cones. If the crystal
planes are oriented randomly with no preferential orientation, the rings will have a uni-
form intensity. Otherwise, the intensity will not be distributed along the rings and, in the
extreme case in which a crystal plane is present in the sample with only one particular ori-

entation, single spots can appear in the diffraction pattern.

Monocrystalline Polycrystalline
sample sample

Incident Acident

X-ray mmp @  X-ray

Diffracted x-rays Diffracted x-rays

Figure 2.3: Qualitative depiction of the difference of the diffraction from a monocrystalline sample (left)
and from a polycrystalline sample with random, uniformly distributed crystal orientations (right). The diffrac-
tion pattern from the polycrystalline sample consists of a series of concentric rings.

In chapter 3, this technique is used exactly to test the presence of preferential orienta-

tions of the crystallites of the Ru samples.
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2.1. SAMPLE FABRICATION AND CHARACTERISATION

2.1.5 Atomic force microscopy

An atomic force microscope (AFM) is a device that allows to image the morphology of
samples with a resolution on the order of a few nanometers B4,

The main component of an AFM is a cantilever with a tip at its end. The tip has a di-
mension of approximately 8-12 nm at its end. A laser hits the back of the cantilever. The
cantilever is highly reflective so that the laser is reflected and directed towards a quadrant
photodiode which records the position of the incident laser. In contact-mode-AFM, the
tip is brought so close to the sample surface that interatomic interactions such as van der
Waals forces act between the two. A raster scan of the surface is performed and changes in
the surface morphology result in deflections of the cantilever, which translate into deflec-
tions of the reflected laser beam. These are recorded by the quadrant photodiode.

An alternative method to perform AFM is tapping-mode. In this case, the cantilever+tip

Quadrant
photodiode

Tip motion

Figure 2.4: Schematic representation of the working principle of tapping-mode AFM. The cantilever
oscillates at its resonance frequency with a constant amplitude. Changes in the morphology of the sample sur-
face induce changes in the amplitude and phase of the oscillation of the cantilever. These changes are recorded
and allow to image the surface and obtain information on its mechanical properties.

system oscillates at its resonance frequency with a user-defined amplitude (generally on the
order of tens of nanometers), as depicted in figure 2.4. This way, the tip is intermittently
in contact with the sample surface, unlike in contact mode where the contact is more or
less continuous. This has the advantage of reducing lateral forces that occur due to drag
during the scanning and, given the short time in which the tip is in contact with the sample,

avoid damaging of soft specimens. Changes in the sample morphology induce changes in
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the amplitude of the oscillation of the cantilever, which are recorded in the quadrant pho-
todiode. A feedback loop rapidly restores the amplitude to the user-defined value.

In addition to the morphology, tapping mode AFM provides information on the sam-
ple mechanical properties. These changes result in phase shifts in the oscillation of the
cantilever. Both phase and amplitude changes are recorded simultaneously, showing how
tapping-mode AFM allows for a detailed characterisation of the sample in relative short
measurement times.

Tapping-mode AFM was used to inspect Ru surfaces in chapter 3.

2.1.6 Scanning electron microscopy

Scanning electron microscopy (SEM) is an imaging technique which uses an electron beam
to produce images. The use of electrons allows to reach a higher resolution compared to
photons, down to 1 nm B3], For the images shown in this thesis, however, the SEM reached
aresolution of around 10 nm. Electrons allow to reach higher resolutions than photons be-
cause they have a shorter de Broglie’s wavelength. The de Broglie’s wavelength of a particle

with mass is:

A= ;) (23)

Where 4 is Plank’s constant and p the modulus of the particle’s momentum. The momen-
tum (p = mv, where m is mass and » the modulus of the velocity) of an electron accelerated

by a voltage /" can be obtained from its kinetic energy:

1
eV = —mu* (2.4)
2
where m, is the mass of the electron. Using equation 2.4 in 2.3, we obtain:
h
A= 2.
Tk (25)

The images presented in this thesis were obtained by using an accelerating voltage V= 5 kV,
resulting in an electron de Broglie’s wavelength of 17.3 pm. Photons at this wavelength are
hard x-rays or y rays, which are not as easy to produce and manipulate for imaging purpose
compared to a 5 £V electron beam.

The short wavelength of electrons results in a smaller diffraction limit, which allows to fo-
cus the electron beam more tightly than a beam of light. This results in a higher spatial

resolution achievable by means of electrons.
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In a SEM an electron beam (primary electrons) is focused onto the sample surface. The
incident electron beam causes emission of various forms of electrons, such as secondary
electrons, reflected/backscattered electrons, and Auger electrons, but also electromagnetic
radiation. The microscope collects the secondary electrons, which are those emitted by
the sample atoms in the vicinity of the surface. This is because the secondary electrons are
emitted with a relatively low energy of about so eV, which limits their mean free path in
the solid. Raster scanning by means of the primary electron beam of an area of the sample
makes it possible to obtain an image of the sample surface. It should be pointed out that,
although the surface morphology plays a role in the result, the contrast in SEM images is
ultimately determined by the electronic properties of the sample.

Since electrons are used to image, performing SEM results in sample charging. For this rea-
son, similar to XPS (section 2.1.3) the technique requires a grounded conductive sample
to avoid this.

Figure 2.5 is the SEM image of the surface of an 8 nm thick Ru film deposited on glass,
showing that Ru thin films typically have a granular structure, with grain sizes of a few

nanometers.

Figure 2.5: SEM image of the surface of an 8 nm thick Ru film.

SEM images were used to inspect and measure the size of the Ru/RuO islands mentioned
in the previous paragraph.

A scanning electron microscope equipped with an x-ray detector allows for the elemen-
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tal characterization of the sample through a technique called energy-dispersive x-ray spec-

troscopy. This technique is described in the next section.

2.1.7 Energy-dispersive x-ray spectroscopy

Energy-dispersive x-ray spectroscopy (EDX) allows to obtain spatial maps of the elemental
composition of samples 6l Ag already mentioned in the previous section, an EDX system
can be integrated in a SEM.

When the electron beam hits the sample, its energy can be transferred to an electron in
the inner orbitals of the sample atoms, resulting in its ejection. This leaves an electron va-
cancy in the corresponding energy level of the ionized atom. An electron from the outer
shell of the atom might fill this vacancy by losing energy in the form of x-rays. The energy
of these emitted x-rays corresponds to the energy difference between the energy of the or-
bital filled by the outer electron and the one from which it was ejected. Since the energies
of the atomic orbitals are characteristic for each element, by measuring the energies of the

x-rays emitted by the sample, it is possible to infer the elemental composition of the surface.

2.2 'THz emission from Ru thin films

In this section the basic concepts underlying experiments on femtosecond laser-induced
generation of coherent terahertz radiation are introduced. In particular, justification of
the experimental choices that were made, based on the challenges that these kind of exper-
iments present is provided.

The main difficulty encountered when attempting to measure THz pulses from Ru thin
films is caused by the weakness of the signal. To give a feeling for this, in figure 2.6 the time-
dependent THz electric field emitted by a 0.5 mm (110)-oriented ZnTe crystal (black), a
standard THz emitter 37), is compared with the one emitted by an 8 nm thick Ru film de-
posited on glass (red, scaled by a factor of approximately 1000)."

The signals consist of a quasi single-cycle oscillation, located approximately at o ps delay.
The most obvious difference between the two traces is the much lower signal-to-noise ratio
of the THz pulse emitted from the Ru sample. The THz radiation emitted by Ru (and,
in general, by non-ferromagnetic metals) is indeed very weak compared to other emitters.

The difference between the two emitters is even more striking considering that the black

“The traces are plotted as a function of the time delay between the near-infrared femtosecond laser pulse
inducing THz emission and the detection pulse.
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curve was obtained by averaging over 1o traces, while the red one was averaged over 4 coo
traces. The magnitude of the THz radiation emitted from Ru should suggest that a fully

optimized setup is necessary to measure it.

44 — ZnTe
8 nm Ru
(x ~1000)

Electric Field (arb. units)

2 -1 0
Delay (ps)

Figure 2.6: Comparison between the time-dependent THz electric field emitted by a standard, relatively
strong emitter (2 mm thick ZnTe crystal) and an 8 nm thick Ru film. The THz pulse emitted by the Ru film
was magnified by a factor rooo.

The THz radiation emitted from Ru is coberent, in the sense that every pulse has a fixed,
reproducible phase-relation with the generating laser pulses impinging on the sample. For
this reason, we used electro-optic detection as the technique for detecting the THz electric
field. In addition, this technique is a time-gated one, meaning that the setup is only sen-
sitive during the short time interval corresponding to the propagation time of the probe-
pulse through the detection crystal, which allows to drastically reduce thermal noise. In
section 2.2.2 more details of this technique are shown and explained.

To further increase the sensitivity of the THz generation and detection setup, a lock-in am-
plifier was used, which makes it possible to measure signals at a given bandwidth around a
reference frequency, suppressing the noise at other frequencies. The working principle of
lock-in detection is described in section 2.2.3.

Before this, in the next section an overview of the THz generation and detection setup is

given.

2.2.1 Terahertz generation and detection setup

The setup for generation and detection of coherent THz radiation is depicted in figure 2.7.
In the following, each element of the setup is described in order to explain how it operates.
The setup uses a 8oo nm central wavelength Ti:Sapphire laser oscillator which delivers

pulses with a duration of approximately 1oo fs with a repetition rate of 5.2 MHz. A beam
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splitter (BS) transmits 80% of the laser power towards the pump arm of the setup and re-
flects 20% of it towards the probe, with which THzlight s to be detected. The pump beam
is periodically blocked with a frequency of 10 kHz by means of a mechanical chopper con-
sisting of a set of rotating blades. The chopper provides the 10 kHz reference frequency
for the lock-in amplifier (see section 2.2.3).

After the chopper, the pump beam is sent to the delay line. It consists of a retro-reflector os-
cillating over a user-defined distance and frequency, providing a delay between the arrival
times of the pump pulses (and, by consequence, the THz pulses) and the probe pulses.
To reduce suppression of the higher frequency components in the measured THz electric
field by the lock-in amplifier, the oscillation amplitude of the rapid scanner was reduced to
about s ps, so that the time duration of those components in "lab time” was significantly
longer than the integration time constant of the lock-in. This short 5 ps time window is
not a limitation for our experiments because most information about the THz generation
mechanism is contained in the approximately 1-ps-long main THz peak. For other appli-
cations, such as THz time-domain spectroscopy, longer scan ranges are, however, prefer-
able >3],

Exiting the delay line, the beam is weakly focused by means of a lens towards the THz emit-
ting sample. The sample is placed behind the focal point of the lens, where the beam has
a diameter of approximately 700 um. This large diameter is chosen in order to limit the
divergence of the generated THz beam (in light-blue in figure 2.7). This might result in
losses of the radiation at the edges of the optics collecting it. This optics consists of two
off-axis parabolic mirrors.

One parabolic mirror collimates the THz radiation emitted by the sample in the transmis-
sion direction. Another parabolic mirror focuses it towards the electro-optic (EO) detec-
tion section of the setup. This latter mirror has a hole in its center, allowing for the passage
of the probe beam. The probe beam is focused, together with the THz beam, in the EO
detection crystal. This is described in more detail in section 2.2.2. Detection of the THz
electric field is done by measuring the polarization change that the probe beam undergoes
as a consequence of the THz electric field-induced birefringence in the electro-optic crys-
tal.

The change in the probe beam polarization is measured by using a quarter-wave plate in
conjunction with a Wollaston prism, splitting the two orthogonal polarization compo-
nents of the polarization ellipse, and a differential photodetector (DPD, in green in figure
2.7). The latter consists of two photodiodes connected in series and allows to cancel inten-

sity fluctuations common to the two beams arriving at the photodiodes.
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The signal from the DPD is then sent to the lock-in amplifier (described in section 2.2.3).

The output of the latter is then sent to an analog-to-digital converter and read-out on a PC.

_Delayline

DPD

Wollaston! | Electro-optic
prism detection

/4

|
Pump }

Chopper e kol |
% TH]
\ Lock-in
BS \ % ampl@
v

800 nm, 5.2 MHz
[1l] 100 fs laser

Figure 2.7: Schematic of the THz generation and detection setup. The Ti:Sapphire laser beam is depicted
in red. The THz radiation beam is shown in light blue.

2.2.2  Electro-optic detection of terahertz radiation

In this section the working principle of electro-optic (EO) detection is described [38,39,40]
In particular, the goal is to show how this is used to measure the amplitude and the phase
of the electric field of a THz pulse.

A schematic depiction of the technique is provided in figure 2.8. The linearly polarized sub-
picosecond probe pulse co-propagates with the terahertz wave (black) inside an EO crystal
(orange). The probe beam is depicted in red: the envelope of the pulse is represented by the
red gaussian curve, the polarization states by the red arrows, and the propagation direction
goes from left to right, along the red lines. The THz wave is drawn in black.

When the probe beam is transmitted through the EO crystal without a THz wave, its (lin-
ear) polarization is not changed. The optical axis of the quarter-wave plate (1/4, black in
figure 2.8) is oriented at a 45° angle so that, in this configuration, the probe polarization is
transmitted with a circular polarization. The Wollaston prism is a so0:50 polarizing beam
splitter which decomposes the incident light into its orthogonal linear components and
directs them towards a differential photo-detector. This element provides a A/ signal cor-
responding to the difference in intensity of the two polarization components (zero if the
components have equal intensity). The setup is therefore balanced by setting the orienta-
tion of the 4/4 so that the differential detector measures zero signal when the probe beam

is linearly polarized.
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The presence of a non-zero THz electric field induces a non-isotropic change in the refrac-
tive index of the EO crystal, creating a fast and a slow axis. If the probe beam polarization is
oriented such that it has a non-zero component both along the fast and slow axis induced
in the EO crystal, a phase difference is introduced between such polarization components.
This means that the polarization of the probe beam becomes elliptical. The intensities of
the two beams after the Wollaston prism will therefore now be different. The differential
photo-detector will measure a signal which is proportional to the amplitude and sign of
the THz electric field.

The amount of ellipticity acquired by the probe beam is partially determined by the

Probe EO
pulse Y

Crystal \
/ / L

\/ Wollaston

prism / I

! 7

THz pulse

Figure 2.8: Representation of the EO-detection section of the setup. The red lines represent the probe
beam, the arrows on top its polarization states.

strength of the electric field of the THz wave, integrated over the duration of the probe
pulse. Since the variation of the THz field is much slower than that of an optical/near-
infrared wave, the THz electric field can be considered quasi-static. By varying the time
delay between the THz wave and the probe pulse, the whole THz waveform is measured
with a time resolution partially determined by the duration of the probe pulse.

Since in EO detection the setup is sensitive to THz signals in a time-window corresponding
to the duration of probe-pulse, this technique is also known as electro-optic sampling, since
the THz signal is "sampled” by the probe pulses. This carries the advantage of drastically
reducing thermal noise, making such a technique particularly suitable for the detection of
coherent THz pulses.

The above explains how the time-dependent electric field amplitude is recorded by the
probe beam. It was mentioned that the amount of ellipticity acquired by the probe beam
is partially determined by the strength of the THz electric field. Other factors determining

the amount of ellipticity and, therefore, the THz signal strength are:
* the magnitude of the electro-optic coefficient of the EO crystal
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* the thickness of the EO crystal

* the relative orientation of the probe beam polarization and the THz polarization
with the crystal axes [+°]

For the measurements presented in chapter 3 we used a (110)-ZnTe crystal, which has
an EO coefficient 74 = 4.04 pm/V [41] one of the highest among the crystal commonly
used for THz detection. This, in principle, optimizes the sensitivity of our setup to weak
THz signals.

The detection sensitivity can also be enhanced by increasing the interaction length between
the probe- and the THz pulses. Due to phase-matching, this has the effect of reducing the
detection bandwidth 42!, However, in this work, the weakness of the signals requires opti-
misation of signal amplitude, rather than the bandwidth. For this reason, a relatively thick
2-mm-crystal was chosen for detection. Finally, it is important to point out that EO detec-
tion is sensitive to relative changes in the THz polarization direction.
A detailed description of the detection signal as a function of the orientation of the probe-
polarization direction and the THz polarization direction with respect to the (oor) axis
of a (110)-oriented ZnTe crystal is given by Planken ez al. (4], Figure 2.9 is a schematic
of a (110)-oriented ZnTe crystal. The THz electric field E7z, and the probe beam prop-
agate collinearly with wavevectors ETHZ and Epmbc, along the (110) crystal axis. The angle
between the probe polarization and the (oor) crystal axis is «; the angle between the THz
polarization and the same axis is 8. Then, the intensity difference between the polarization
components of the probe beam is:

Alla,B8) = [PW(COSﬂ sin 2a + 2 sin B cos 2«) (2.6)

where:

* I, is the intensity of the probe beam

* w is the angular frequency of the probe pulse
* cis the speed of light in vacuum

* Lis the length of the EO crystal

* n if the refractive index of ZnTe at the wavelength of the probe beam. Its value at
800 nm is 2.8 [4°].
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Figure 2.9: Schematic depiction of a ZnTe detection crystal in which the THz pulse co-propagate with the

probe pulse. The propagation directions are represented by the wavevectors gTHz and Epm;,e, which lie along
the (110) axis (normal incidence). The probe beam is linearly polarized at an angle & with respect to the (oo1)
crystal axis; the THz electric field is at an angle 2 with this axis.

Once the EO detection setup is optimized for a given polarization direction, any change
in the THz emitter resulting in rotation of the emitted THz polarization will result in a
decrease in the amplitude of the detected THz field. This fact will become particularly

relevant in chapter 3, section 3.3.4.

2.2.3 Working Principle of a Lock-in Amplifier

As mentioned in section 2.2.1, the output of the differential photodiode is connected to
a lock-in amplifier before being digitally converted and read-out by a PC. Here, the basic
operating principle of such an instrument is described, showing how it allows to measure
signals weaker than the noise level. More details about these devices can be found else-
where [43-44]

Lock-in amplification detects signals in a user-defined bandwidth around a given frequency
(reference frequency) over a narrow bandwidth. In this way, noise contributions at frequen-
cies far from the reference frequency can be excluded. It works by adding an amplitude
modulation to the laser beam. In our setup, the modulation is provided by the optical
chopper: the pump laser is periodically blocked and transmitted by the chopper wheel
and, by consequence, the THz signal will have the same periodicity.

The optical chopper is also connected to the lock-in amplifier via its control unit, provid-

ing a signal with the same frequency and phase to the lock-in as the modulation(figure 2.7);
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this signal is the reference signal. The lock-in uses the reference signal to generate an inter-
nal reference by means of a phase-locked-loop.
In order to understand how only signals with a frequency around the reference frequency
are detected, let us assume that the input signal (which we want to measure) is a sine wave
of the form:

Sig = V() (1 + sin (@it + biig)) (2.7)

where V}lg(t) is the time-dependent signal amplitude, y; is a modulation frequency and

Osig 1s its phase; tis time. The internal reference of the lock-in amplifier is of the form:
Ref = V,,Efsin (a),,gft + ‘9rt’f) (2.8)

The lock-in amplifier multiplies the input signal by the internal reference, which results in

an output of the form:

1
Output =— V,erﬂg(t) [cos ((wﬂg — a.)n,f)t + G — f9ref)+
2 (2.9)
— Cos ((w:z'g + wr@f)t + eﬂ'g + e}/‘g‘f)}

This output consists of two AC signals with frequencies equal to the sum and difference
between w,rand @y, The signal amplitude Vﬂ-g(t) is also an AC signal but, in order to
be properly sampled, it must vary over much longer time scales compared to the reference
signal.

The next signal-processing step that occurs in the lock-in amplifier is low-pass filtering,
which filters out higher frequency noise signals. This bandwidth goes from DC to a value
set by the user through the time constant 7; its inverse (1/7) gives the detection band-
width. From equation 2.9, a quasi-DC signal, corresponding to the slowly-varying V;g([),
can only be present when wy, = w,.z. The term oscillating with the angular frequency

Wsig + Wrefis filtered out this way. The output, at this stage, is therefore:

Output(wgy = wyf) = %waVﬂg(t) c0s (Bsig — Orep) (2.10)

Equation 2.10 shows that the measurement has a value proportional to the input signal,
dependent on the phase difference between the input and the reference signal. This phase
difference can be adjusted by the user in order to maximize the output. An amplifier re-
sulting in an output like the one of equation 2.10 is called single-phase-amplifier.

Dual-phase amplifiers allow to eliminate the phase dependence of equation 2.10. These
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amplifiers produce two outputs, called 7z-phase (X) and quadrature (Y) component. Yis

the 90° phase-shifted version of X, namely:

X = 3V5ufViig(£) cos (i — Grey)

| (2.11)
Y= 5 meVﬂg(l‘) sin (eﬂ'g — 6’”f)

from which the phase-independent (positive-definite) quantity is R = NS

Two of the key parameters to adjust when performing lock-in detection are the reference
frequency and the time constant. As we have seen, the reference frequency determines the
frequency of the signals that the lock-in amplifier will amplify and detect. It is therefore im-
portant to chose a reference frequency where noise is low. This is because, together with
the signal that one wants to measure, noise present within the detection bandwidth will
also be amplified. Typically, the noise spectrum of a Ti:Sapphire laser has a 1/f frequency
dependence, therefore high frequencies are preferable. For this reason, a 1o kHz reference
frequency was used, the maximum allowed by a mechanical chopper.

As already mentioned, the time constant determines the detection bandwidth of the lock-
in amplifier and, therefore, its response time. A too low time constant results in slow re-
sponse times of the amplifier, which might cause a reduction of the amplitude of the mea-
sured signal and smearing out of the signal in time. A high time constant allows for a higher
time resolution of the signal but, on the other hand, goes hand in hand with a broad detec-
tion bandwidth. This can result in a noise increase.

In the setup (as described in section 2.2.1) a 5 ps pump-probe delay is scanned at a fre-
quency of 10 Hz. Let us estimate the time constant needed to adequately resolve the ap-
proximately 1 ps long THz peak. The delay line moves with a speed V" = ¢ - 5 ps -10 Hz
= 15 mm/s, ¢ being the speed of light. By imposing a response time approximately 100
times as fast as the 1 ps variation of the THz electric field, we obtain a time constant of ~

300 us. This is the value that was used for the measurements reported in this thesis.

2.3 Ruthenium patterning

This section focuses on the details regarding the method for obtaining Ru/RuO, patterns
which is introduced in chapter 4 and further described in chapter 5. This method simply
boils down to exposing a Ru thin film to a pulsed laser and, subsequently, immersing the

sample in a NaClO solution. Laser exposure results in the partial oxidation of the Ru film.
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The NaClO solution dissolves the un-exposed un-oxidized Ru, leaving on the substrate
only the partially oxidized regions. The fact that the method actually results in a Ru/RuO,
bilayer was demonstrated by performing XPS, as discussed in chapter 4. Shaping the illu-
mination profile in principle allows to produce conductive patterns with the desired shape.
Asaproofof concept, the method was demonstrated by producing near-circular Ru/RuO,
islands. This was done by exposing the samples to two different laser sources focused ei-
ther by means of a lens or a microscope objective. Figure 2.10 is a SEM image of a typical
Ru/RuO; island obtained using the method described above. The island was obtained by
exposing a so nm thick Ru film on silicon to the 5.2 MHz repetition rate laser (described
in section 4.2 and 5.2). The laser was focused to a spot size of approximately 8 zm. The

island has a diameter of approximately 9 um

Figure 2.10: Example of a Ru/RuO; island obtained using the method described in this thesis. The
image was obtained using a SEM.

2.3.1  Ru dissolution in NaCIO

Here, the details of Ru removal by sample immersion in the NaClO solution in water are
presented.

After exposure, the samples are immersed in a solution of NaClO (Sodium hypochlorite),
analkaline inorganic compound. This causes the dissolution of the un-oxidized Ru. Figure

2.11 shows four photos of an 8 nm thick Ru film deposited on a glass substrate immersed
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in the NaClO solution, taken os, 5 s, 10 s and 20 s after the immersion. Two regions of
the sample were exposed to the Ti:Sapphire laser described in section 2.2.1, focused to a 1
mm spot. After s s, these regions, highlighted by the red ellipse, start to be visible as the
surrounding un-exposed Ru starts to dissolve. They become more evident after 10 s and,
at 205, the un-exposed portion of the glass substrate appears completely transparent. This
visual inspection is interpreted as a sign of complete Ru removal.

The immersion time for complete removal of the Ru depends on the film thickness. In

Figure 2.X1: Photos obtained after o's, 5 s, 10 s and 20 s immersion of an 8 nm thick Ru film on glass in
the NaClO solution. After s s, the two regions partially oxidized by laser exposure become visible (highlighted
by the red ellipse). After 20 s the glass substrate appears clean and only the partially oxidized islands remain on
the substrate.

chapters 4 and s, the method is tested on 8-nm, 20-nm and so-nm-thick samples. The
immersion times for these thicknesses are 90's, 270 s and 360 s. Although complete Ru
removal occurs at even shorter times, it was observed that the remnant Ru/RuQO, was not
affected by the NaClO solution even after approximately 6 hours-long immersion.

After dissolving the Ru, the samples were rinsed using demineralised water. Itisimportant,
in this step, to use an abundant stream of water. This is because evaporation of the NaClO
was shown to leave traces of crystals similar to those shown in figure 2.12. The figure is an
SEM image obtained after dissolving a 50 nm thick Ru layer on silicon. Given the presence
of Na and Clin the solution, these are most likely NaCl crystals. Properly rinsing in water
removes the crystals.

The samples were subsequently dried by washing them with isopropyl alcohol and flush-
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Figure 2.12: Crystals forming on the samples after dissolving the Ru thin film using the NaClO solution
as a result of insufficient water rinsing. These crystals are most likely NaCl (rock salt).

ing them with N gas.

2.3.2 Liu analysis

In this section, the so-called Liu analysis is explained. This analysis was first developed
by J. M. Liu as a technique to measure the diameter of pulsed Gaussian laser beams and
to extract the threshold fluence of laser-induced material modifications such as ablation,
crystalline-to-amorphous transitions or, as in the case of this thesis, laser-induced oxida-
tion[*s!. In this thesis, in chapters 4 and s, this method is used to extract the threshold
fluence for the formation of the Ru/RuQ, islands.

In the following it will be demonstrated that, in the absence of in-plane heat diffusion, the
area of the laser-induced material modification scales linearly with the natural logarithm of
the peak pump fluence F; of the exposure beam. Following the detailed description pro-
vided by E. Abram 4], the intensity profile I(r, £) of a laser pulse with Gaussian spatial and

temporal profile is:
2

2 .
I(r,t) =1, e i@ ~4n(2)z (2.12)

where 7 and ¢ are respectively the radial and temporal coordinates, 7 is the duration of the

pulse and d is its diameter, both defined at the FWHM of the intensity profile. 7, is the
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peak intensity at the center of the beam. The spatial profile integrated over time is:

A= [ I de= |ty OF — g
(r) = . (r,2)dt = e =Fe (2.13)

Where Fyis the peak fluence and p = \/z%

At the perimeter of the laser-induced material modification, at a distance 7y, equation 2.13
is:
%
Fy=Fye » (2.14)
This is the threshold fluence at which the process resulting in the material modification

occurs. Calculating the natural logarithm on both sides of equation 2.14 and including

the area as 4 = 773 we obtain:

A
InF, —Inky = ? (2.15)
namely:
A= ﬁjoz(ln]*}, —InF) (2.16)

which shows that the area of the laser-induced material modification of the sample scales
linearly with the natural logarithm of the laser peak fluence. This is true as long as the ma-
terial modification is directly related to the exposure laser spatial profile and no in-plane
diffusion process causes the material modification to expand outside of it. In this case, the
threshold fluence £y can be extracted by plotting 4 as a function of the exposure peak flu-
ence F}, and extracting the fluence at which 4 = 0.

In chapters 4 and s, the Liu analysis described above was used to extract the threshold
fluence necessary to form a thick enough ruthenium-oxide which allows to prevent disso-
lution in the NaClO solution. In addition, a non-linear dependence of the area of the
Ru/RuO; on exposure fluence is used as an indication of in-plane heat transport in the
Ru film.

2.4 Heat diffusion in Ru thin films

In section 2.4.3 calculations on the diffusion of heat in a Ru film are presented. The equa-
tions were numerically solved to model the temporal evolution of the temperature at the
surface of the film. The results presented in chapter 5 are based on these calculations, from

which we drew conclusions on the role of in-plane heat diffusion in the formation of the
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Ru/RuO; islands. In this, we assumed that the partially oxidized region and, therefore,
the partially oxidized island forms in the location where the Ru lattice temperature exceeds
the temperature threshold necessary for the formation of an oxide which is thick enough
to prevent dissolution in the NaClO solution.

Asastarting point for the heat diffusion calculations, it was necessary to estimate the energy
density of the Ru lattice after the absorption of a laser pulse. This was done by modeling
the sample as a three-layer system consisting of air, the Ru film and the substrate. As it
will be explained in section 2.4.1, due to the fact that the thickness of the Ru films is on
the order of the light penetration depth, it is necessary to take into account the multiple
reflections occurring at the interface between the film and the substrate. In similar cases,
the optical properties of the substrate influence the amount of light absorbed by the film,
from which the energy density can be extracted.

In metals, the energy of a laser pulse is absorbed by the electrons which then transfer the
energy to the lattice by the emission of phonons. We assume that both the electron gas and
the lattice are internally thermalized, but each at a different temperature. This is described
by the two-temperature modell¥7). This model is illustrated in section 2.4.2. The results
of the two-temperature model, consisting of the lattice temperature spatio-temporal pro-
file obtained when the electrons and the lattice approach thermal equilibrium, serve as an
input for subsequent calculations of the heat-diffusion using the calculations reported in
section 2.4.3.

As a summary, the steps that were followed to compute the temporal evolution of the tem-

perature at the surface of the Ru film are the following:

1. Calculate the energy density deposited in the Ru film by absorption of a laser pulse
using the three-layer model (section 2.4.1)

2. Calculate the energy density of the lattice shortly after optical excitation using the
two-temperature model (section 2.4.2)

3. Use the lattice temperature distribution obtained via the two-temperature model
as the input to calculate the subsequent temporal evolution of the temperature at
the surface of the Ru film taking lateral heat diffusion and heat diffusion into the
substrate into account (section 2.4.3).
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2.4.1 Light absorption in a three-layer system

The absorption of light in a material as a function of the depth z is described by Beer-
Lambert’s law:

I(z,t) = (1 —R)[o(t)e_é (2.17)
where R is the power reflection coefficient quantifying the fraction of reflected light, 7 is
theincidentlightintensity (therefore atz = 0) and d,, is the optical penetration depth. The
penetration depth corresponds to the depth at which the intensity of light is decreased to
1/e of Iy. Equation 2.17 is only valid if the absorbing layer exceeds the optical penetration
depth. If this is not the case, it is necessary to take into account multiple reflections and
transmissions inside the material, which occur because the radiation reaching the interface
between the material under study (Ru) and the substrate still has significant intensity. The
penetration depth for Ru at a wavelength of 80oo nm is about 15 nm (48] which is on the
order of the thickness of the films used for the results reported in this thesis. For this reason,
in this section, light absorption in a three-layer system is described.

A schematic of the model is depicted in figure 2.13. Although the nature of the materials
is only taken into consideration at the end of the calculations, making them applicable
to various materials, in this case layer 1 represents air, layer 2 the Ru film and layer 3 the
substrate. We assume a plane monochromatic electromagnetic wave orthogonally incident
on this sample. The electric field (red in the figure) is linearly polarized along the x direction

and propagates along z. It is therefore defined as:

—

E(z,t) = Ege'hs0% (2.18)

w is the angular frequency of the radiation; #; is the wavevector inside material 1. This

quantity depends on the material in which the wave propagates through its dependence

niw
¢

on the refractive index: £, = *#,7 = 1,2, 3 is the index labeling each layer in our system.
The refractive index n and, consequently, the wavevectors k; are complex numbers.

At each interface between two materials with different refractive indices, the electromag-
netic wave is partially reflected and partially transmitted. The reflected waves propagate
in the opposite directions with respect to the incident wave and the transmitted one. For
instance, within material 1, the continuous incident wave overlaps with the wave reflected
from the 1-2 interface (the one between layer 1 and 2); in layer 2, the wave transmitted from
layer 1 overlaps with the one reflected from the 2-3 interface, and so on. In each medium,

with the exception of layer 3, the electric fields is given by the sum of a wave propagating to
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Incident plane
wave

=

Yo

Figure 2.13

the right and a wave propagating to the left. These are the total fields, meaning that they
are the sum of all reflections and transmissions in the medium. The exception is medium 3,

where the field only propagates to the right. This situation is described by equation 2.19:

(% 4 =5z <0
E(2) = By (ad® + be ™) 0<z2<d (2.19)

teks(z=d) 3 d<z
where:

* ris the amplitude coeflicient describing the field in layer 1, propagating to the left.
* ais the amplitude coefficient describing the field propagating to the right in layer 2
* b is the amplitude coefficient describing the field propagating to the left in layer 2
* tis the transmission coefficient from layer 2 into layer 3
The z—ranges were defined assuming that the first layer extends from —oo toz = 0 and
has a refractive index n;. Atz = 0, the second layer, with refractive index n,, begins and
extends until ¢ = d. The third layer spans from z = d to +o0.

Using the boundary condition that no free charges and free currents are present, implies

that the component parallel to the surface of both the electric and magnetic fields are con-
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tinuous. Using this, we obtain:

1+r=a+5b
del'kzd + befl'/ezd =t
/61(1 — }") = /62(61 — b)

/62 (ﬂfikzd — bé‘_l‘kzd) = /€3[

(2.20)

\

This is a system of four equations with four unknowns, which are the coefficients 7, 4, &

and ¢. By solving it, we obtain:

= P —he) —pllitha+2ks0)
T p Wkitk)—plli—k2)
a = 2161;771—(/61—/62)[
T p ki) —p(ki—k2) (2“21)
p = _ (htk)i=2kp)
= p (kithe)—pki—k2)
t = 41k
\ Nk tk2) (kats) —p(ki—k2) (ks —k2)

where it was defined p = %24 The coefficients 7, 4, b and ¢ can therefore be calculated
from the refractive indices of each material. Knowledge of these coefficients, obtained
from equations 2.21, allows one to obtain the z-dependent electric field inside each layer
by means of equations 2.19.

As mentioned in section 2.4, the calculations described here are aimed at extracting the tem-
perature increase after absorption of light in the Ru layer (layer 2). This is done by means
of the two-temperature model (described in the next section, 2.4.2). This model takes as
an input a source term, representing the increase in energy density in the material. This

term is obtained by means of Poynting’s theorem: l49],

0 -
éj =-V-(S) (2.22)
On the left-hand side, % is the time-derivative of the energy density inside the material;
on the right-hand side is the gradient of the energy flux, given by the time average over one

oscillation period of the Poynting vector. The Poynting vector is defined as:

$= LEe) x Be) (2.23)
Ho

Bis the magnetic field of the radiation and & 1 the magnetic permeability of vacuum. The
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time average of the Poynting vector corresponds to the intensity of the radiation, which also
defines the intensity as = (|S]).

Asitwas already mentioned, equations 2.21 and 2.19 allow to obtain the electric field every-
where inside the sample. The magnetic field is obtained from Maxwell’s equations. Hence,
the Poynting vector can be calculated in each region of the three-layer system by substi-
tuting equation 2.21 into 2.19, deriving the magnetic field using Maxwell’s equations and
calculating the cross-product in equation 2.23.

The source term o(z, #), necessary to calculate the lattice temperature increase by means of

the two-temperature model is obtained as follows:

Ou -
o(z,0) = 5 ==V (S (2.24)

2.4.2 'Two-temperature model

As was mentioned in section 2.4, in a metal, the energy of a laser pulse is absorbed by the
free electron gas. On the timescale of a few hundreds of femtoseconds the electron gas
thermalizes so that after absorption a well-defined temperature can be assigned to itlsol.
On the picosecond timescale, the electron gas transfers energy to the lattice by the emission
of phonons. The electron-phonon coupling constant ¢ quantifies the efficiency of this
process. This energy exchange between the electron gas and the lattice is described by the
two-temperature model #7). The following equations illustrates the spatial and temporal

evolution of the temperature of the electron gas 7, and of the lattice 77:

CG = 5 (lTe T)GE) = ¢(Te = 1) + o(2,0)

oF (2.25)
Crgt =g(T. — 1))

Where:

¢ C, and Cj are the electron and lattice heat capacities
* k. is the electron thermal conductivity

* o(z,¢) is the source determining the increase in electron temperature, obtained in
section 2.4.1

All terms in this equation are in [W/m?®]. The first term on the right hand side of the

first equation represents the local electron-gas energy loss/gain by thermal diffusion. The
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second term, ¢(7, — 7;), quantifies the energy exchange between the electrons and the lat-
tice through the electron-phonon coupling constant g. The second equation of the system
describes the temperature change of the lattice due to electron-phonon coupling.

In equations 2.25, in-plane energy diffusion due to lateral temperature gradients was ne-
glected, reducing the spatial dependence only to the variable z, corresponding to the di-
rection orthogonal to the sample surface. This assumption is valid because we use this
equation up to the time at which the difference in 7, and 7} is on the order of 10 % and be-
cause the beam spot size on the sample is often much larger than the layer thickness. This
time-scale is approximately 2 ps. Lateral energy diffusion occurs at longer time-scales 5],
Asalready mentioned, solving numerically equations 2.2.5 allows to obtain the temperature
profile which is subsequently used for performing the heat diffusion calculations described

in the following section.

2.4.3 Heat diffusion calculations

In this section, the calculation performed to model the temporal evolution of the lattice
temperature at the surface of the sample is described. The equation is written by assuming
a cylinder with finite length and radial symmetry, which allows to remove the azimuthal-

angle dependence from the equation, and it reads:

Ou bk 0*¢ 10u 10k0u  k O%u

R TR S o e (2.26)
Where # is the temperature, 7 is the cylindrical radial coordinate, 2 is the depth within the
layer, £ is the thermal conductivity of Ru, p is its density and ¢ the specific heat capacity.
The z-dependence of the thermal conductivity (k = (z)) is included in order to allow to
model a system consisting of different layers. Its derivative is nonzero only at the interface
between two materials which, in the case described here, is the interface between the Ru
film and the substrate. Equation 2.26 was numerically solved using a forward-difference
method while, at the interface between the Ru and the substrate, the equation was solved
by applying the jump matching condition, as described in 521,

The results obtained by solving numerically equation 2.26, after extracting the initial con-
ditions, as described in sections 2.4.1 and 2.4.2, were used to compare the temporal evolu-
tion of the surface temperature of a Ru thin film after exposure to a laser with two different

diameters. The results are presented in chapter s.
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Femtosecond Laser Induced Emission of

Coherent Terahertz Pulses from Ruthenium
Thin Films™

mission of electromagnetic pulses with frequencies in the terahertz (THz) range
E from ruthenium thin films through a second-order non-linear optical process is
demonstrated. Ruthenium deposited on different substrates showed different

THz emission properties. Evidence is provided that for Ru on glass, above a certain power
threshold, laser-induced oxidation occurs, resulting in an increased slope of the linear de-
pendence of the THz electric field amplitude on pump power. The THz electric field is
mainly polarized parallel to the sample surface, pointing in the same direction everywhere.
In contrast to Ru on glass, the electric field amplitude of the THz pulses emitted by Ru on
sapphire and on CaF, shows a simple single linear dependence on pump power and it is po-
larized orthogonal to the sample surface. In this case thermal oxidation in an oven enhances
the emission and introduces an additional polarization component along the sample sur-
face. This component also points in the same direction everywhere on the surface, similar
to as-deposited Ru on glass. Although the precise THz generation mechanism remains an
open question, our results show a strong correlation between emission strength and the

degree of oxidation. Furthermore, the results highlight the importance of the interfaces,

“This chapter was published in a slightly modified form as: J. Phys. Chem. C 127(46), 2266222672
(2023)
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i.e. both the choice of substrate and the chemical composition of the top surface in THz
emission experiments. Knowledge of the state of the sample surface is therefore crucial for

the interpretation of THz emission experiments from (non-magnetic) metal surfaces.

3.1 Introduction

Many materials have been shown to emit terahertz (THz) radiation when illuminated with
femtosecond laser pulses. The most common ones are semiconductors [53:5455] non-linear
optical crystals such as ZnTe [37:56] 3nd LiNbO3 57581 and ferromagnetic metals [s9.60] For
these materials the emission process is typically well understood.

Emission of coherent THz pulses from non-ferromagnetic metals has also been demon-

strated. [61:62:63]

. However, in this case the generation mechanism is less clear. This is
partially caused by a number of occasionally contradictory observations. For example,
high peak fluence illumination of gold gratings was shown to lead to the emission of THz
pulses. This was explained by ponderomotive acceleration of photo-excited electrons in
the evanescent field of the surface plasmon polaritons (SPPs) excited on the grating, giving
rise to a third- to fourth-order dependence of THz power on pump power [64:65.66] ' On the
other hand, experiments performed at low peak fluence on Au surfaces also showed SPP-
enhanced THz emission (7}, although there, a second order non-linear optical process was
observed. In this case, unlike in the high laser fluence experiments, the underlying genera-
tion mechanism remains an open question.

In general, one of the overlooked aspects in the interpretation of experiments on THz pulse
emission from metals is the crucial role that the chemical state and morphology of the
sample surface can play. For example, it has been shown that silver can react with H,S
molecules contained in air to create a layer of the semiconductor Ag,S, forming a Schottky
contact with the Ag below. This strongly enhances THz emission through acceleration of
photo-excited carriers in the junction’s depletion field °). Such contamination has been
implicated in the search for a possible cause of the difference between THz emission from
Au and from Ag observed by Kadlec ez al. (1] Still, it remains unexplained how this could
cause a change in the order of the non-linear optical process. Likewise, emission of THz
pulses from copper was reported by Suvorov ez al.1*). Although recording a surprising
exponential dependence of the THz pulse energy on pump fluence, the state of the sample
surface and the possible role of oxidation was not considered. It was subsequently shown,
by Ramakrishnan ez al. [68] that oxidation of copper results in the formation of a Cu, O/Cu

Schottky contact, enhancing THz emission. The aforementioned examples indicate that
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it is crucial to properly determine the state of the sample surface as a starting point for a
correct interpretation of the experimental results.

Here, it is shown that ruthenium thin films also emit THz radiation upon femtosecond
laser illumination, and that the emission displays a second-order dependence on pump
power. Surprisingly, above a certain power threshold, illumination of the Ru on glass
strongly enhances the emitted THz electric field. This gives rise to a change in the slope of
the linear dependence of THz electric field amplitude on pump power. This process is 7ot
observed for films deposited on sapphire and CaF,, for which a single-slope linear depen-
dence is seen.

Monitoring THz emission before and after annealing of an as-deposited Ru layer in the
presence of oxygen and performing x-ray photoelectron spectroscopy (XPS), yields a clear
correlation between emission strength and the degree of oxidation. In fact, upon oxida-
tion, we observe an enhancement of the THz emission electric field amplitude by a factor
of ~s.7, corresponding to an increase in THz power by a factor of ~33. These results
provide strong evidence that the laser-induced enhancement seen above a certain power
threshold is, in fact, caused by partial laser-induced oxidation of the Ru layer.

A surprising dependence of the THz polarization direction on the choice of the substrate
is also observed. For ruthenium on glass, the THz electric field is parallel to the sample sur-
face and has the same direction everywhere on the surface. For ruthenium on sapphire and
on CaF,, the THz electric field is polarized orthogonal to the sample surface. In this case,
thermal oxidation, apart from enhancing the emission, introduces an additional polariza-
tion component parallel to the surface, similar to what is observed for as-deposited Ru on
glass.

Emission is found to be independent of laser polarization direction, suggesting that it is
not caused by a coherent laser-induced material polarization, but rather, by a laser-induced
current.

Our results show the importance of the state of the surface in the emission of coherent THz
pulses using femtosecond laser pulses. Moreover, they constitute a potent reminder that

the pump laser itself is capable of modifying surfaces, thereby changing the THz emission.

3.2 Methods

The THz generation and detection setup is described in detail in chapter 2, section 2.2.1,
and a schematic is shown in figure 2.7. It consists of a Ti:Sapphire laser which produces

pulses with a central wavelength of 8oo nm at a 5.2 MHz repetition rate and a duration of
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approximately 70 fs. The beam is split into a generation (pump) and a detection (probe)
arm. The pump power is varied by means of a half-wave plate and a polarizer and is focused
on the sample to a spot with a diameter of about 700 um. The samples are illuminated from
the substrate side unless otherwise specified. Coherent THz radiation, emitted in the for-
ward direction, is collimated and focused onto a 2 mm thick (110)-ZnTe crystal, where it
co-propagates with the probe beam. Here, the time-dependent THz electric field is mea-
sured through electro-optic sampling#°l. An optical chopper modulates the pump beam
at 10 kHz and provides the reference frequency used for lock-in detection. The THz beam
path is flushed with dry N gas to minimize absorption from water vapor, reducing the hu-
midity down to 6% gz, as measured with a hygrometer.

Ruthenium thin films were deposited on borosilicate glass and on sapphire and CaF, sub-
strates by magnetron sputtering at an argon plasma pressure of 2 X 10> mbar, to a thick-
ness of about 8 nm. Before deposition, the glass substrates were chemically cleaned using
a solution of ammonium hydroxide (NH,OH) with hydrogen peroxide and, after that,
rinsed in isopropyl alcohol, while the sapphire and CaF; substrates were only rinsed in iso-
propyl alcohol.

THz emission in the forward direction was also observed for Ru layer thickness in a range
between s nm and 20 nm without large variations as a function of thickness. Since the
8-nm-thick films showed slightly stronger emission than the other thicknesses, most of the
results presented below were obtained using 8-nm-thick films (unless otherwise noted).
For the x-ray photoelectron spectroscopy (XPS) measurements, a monochromatic aluminium
Kz x-ray source was used (producing 1486.6 ¢V photons). The number of emitted elec-
trons as a function of their kinetic energy was measured by a Scienta Omicron HiPP-3 an-
alyzer with a 0.8 mm aperture entrance cone and a slit setting of 1.0 mm. The peaks were
analyzed using the KoIXPD software and Doniach-Sunjic peak shapes convoluted with a
gaussian function for ruthenium metal and ruthenium oxide. Voigt peak shapes were used
for carbon and ruthenium oxide satellite peaks. A Shirley function was used to substract
the background. More details on the XPS analysis are described in [69] The atomic ratios
were calculated from the peak areas divided by the respective photoemission cross-section.
Tapping mode AFM images were acquired using a Dimension ICON, Bruker with a RTESPA-
300, Antimony (n)-doped Si, Bruker tip. The measured images were processed using Gwyd-

dion software7°!, A fifth-degree polynomial flattening was used to correct the images.
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3.3 Results

3.3.1 Terahertz emission and pump power dependence

In figure 3.1 the plot of a measured THz electric field as a function of time is shown, emit-
ted by an 8 nm thick ruthenium film deposited on glass, illuminated at a 45° angle of in-
cidence (AOI). Similar traces have been consistently recorded, showing no significant dif-
ferences, for samples deposited on sapphire and CaF,. The traces consist of single-cycle
electric fields from approximately -0.8 ps to o.5 ps (relative) delay. The quasi-oscillatory
signal seen for delays beyond 0.6 ps, is caused by spectral filtering of THz light by water
vapor not completely removed by purging with the N, gas (23], We note that the signals typ-
ically obtained in our setup from the 8-nm-thick Ru samples are rather weak: by a rough
comparison, we estimate them to be approximately three orders of magnitude lower in am-

plitude than those obtained from a 0.5 mm (110)-ZnTe crystal. In order to confirm that
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Figure 3.1: Measured THz electric field as a function of time, emitted from an 8 nm thick Ru layer on
glass after illumination with an 8co-nm central-wavelength femtosecond laser pulse.

the Ru layer is responsible for the THz emission, and not the substrate, we also performed
measurements on bare substrates. No emission was observed within the sensitivity of our
setup. Additionally, measurements on a 150 nm thick Ru layer deposited on glass were also
performed by illuminating the samples from the metal side. In this case, no transmission
of laser light was detectable, all of it being partially absorbed and partially reflected by the
thick metal layer. The penetration depth for 8oo nm light in ruthenium is approximately
15 nm 48], When illuminating the 150-nm-thick ruthenium sample from the metal side,
no light reaches the Ru/substrate interface. In addition, the electron-phonon coupling
constant in Ru is high, so that on the time scale of a few picoseconds, a negligible amount
of electron energy reaches the Ru/substrate interface [71]. In this case, THz emission in the

reflection direction was also observed but not in the transmission direction. This supports
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the conclusion that the emission comes from the metal surface (or from a layer near to it)
rather than from the Ru/substrate interface.
To measure the order of the optical non-linearity the peak-to-peak (pk-pk) field amplitudes
of the THz pulses as a function of average pump power Py, were extracted. The result-
ing curve, measured for 8 nm Ru on sapphire atan AOI of 45°, is plotted in figure 3.2. The
data follow a linear trend, as highlighted by the linear fit plotted as a solid line. A similar
behavior was observed for Ru deposited on CaF;. These measurements suggest that the
emission is due to a second-order non-linear optical process.
Figure 3.3(a) shows the pk-pk field amplitude of the emitted THz pulses as a function of
o ap Pume g e
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Figure 3.2: THz pk-pk electric field amplitude emitted by an 8 nm thick Ru layer deposited on sapphire

as a function of pump power. The solid line is a linear fit. Similar results have been obtained for Ru on CaF,.

Pyymp for an 8 nm thick Ru film deposited on glass, illuminated at a 45° AOL For pump
powers below approximately 250 mW (pump fluence of 12.5 J/cm?) the THz electric
field amplitude scales linearly with pump power. However, around a pump power of 250
mW, a transition to a different linear power-dependence regime is observed, one with a
steeper slope, extending to at least 700 mW (35 #J/cm?). The sudden change in slope at
Pyymp higher than 250 mW deviates from the observations for Ru on sapphire and CaF,
where no such change was observed. As it will be shown below, the results for Ru on glass
are caused by a permanent laser-induced material modification occurring at high-power
illumination. This modification could be responsible for the enhanced THz emission ob-
served at high power illumination. It should be pointed out that the data plotted in figure
3.3(a) were obtained by continuously measuring at the same spot on the sample, going
from low to high pump power. This means that each data point is the result of the cumu-

lative exposure to all the lower powers used previously.
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Figure 3.3: (a) THz peak-to-peak electric field amplitude as a function of pump power for Ru on glass.
Linear fits are plotted as solid lines, they are extended as dashed lines to emphasize the different slopes. (b) THz
peak-to-peak amplitudes emitted at a fixed reference pump power of 100 mW (pump fluence of sxJ/cm?) asa
function of laser pre-exposure power, for 240 s exposure time. The horizontal dashed line indicates the THz
pk-pk amplitude emitted prior to laser exposure.

3.3.2 Laser-induced material modifications

The THz emission versus pump-power qualitatively changes at a pump power of about
250 mW. Here, it is demonstrated that these changes are irreversible, indicating a perma-
nent material modification.

In order to monitor the change in THz emission caused by laser exposure, the THz emis-
sion at a pump power Pys = 100 mW (reference fluence of suJ/cm?®) was recorded af-
ter pre-exposing the sample to increasing laser powers for a fixed time duration of 240 s.
The experiment was carried out by illuminating a single spot and going from low to high
pre-exposure powers. The peak-to-peak THz electric field emitted by the Ru at reference
pump power of 100 mW (5xJ/cm?), as a function of pre-exposure power, are shown in
figure 3.3(b). The data show that the emission amplitude is approximately constant for
low exposure powers, up to approximately 250 mW (12.5 &J/cm?). From 250 mW until

700 mW (12.5 until 35 &J/cm?), the emission amplitude increases, reaching an enhance-
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ment factor of THz electric field amplitude of approximately 3, equivalent to a factor of
9 in power. The observed increase of the THz emission at a given pump power after laser
exposure is a permanent effect: the metal is permanently modified by laser exposure in a
way that makes it capable of emitting more intense THz light. Furthermore, the onset of
the "steeper slope” regime in figure 3.3(a) and of the emission enhancement of figure 3.3(b)
are both located around 250 mW pump/exposure power (12.5 #J/cm?* pump/exposure flu-
ence). This correspondence suggests that the change in slope of the power dependence is
the result of a progressive material modification caused by the pump laser during the mea-

surement.

3.3.3 Thermal oxidation and x-ray photoelectron spectroscopy

Given the results presented above, it seems likely that some form of laser-induced-annealing
was responsible for the enhanced THz emission observed after high power illumination.
To test this, THz signals obtained before and after annealing the samples in an oven in a
10~ mbar O atmosphere at 400 °C for 60 minutes were compared. Before annealing, the
samples were kept in vacuum (10> mbar) for 30 minutes to allow evaporation of water
films on the sample and on the walls of the oven, as well as to purge other contaminants
such as carbon-containing molecules.

Figure 3.4(a) shows the THz traces obtained before (blue) and after (orange) oxidation
from Ru on glass. We observe a THz electric field enhancement factor of approximately
3 after annealing in the O, atmosphere. A similar effect is observed for Ru on CaF, (fig-
ure 3.4(b)) and sapphire substrate (not shown). The enhancement factor for Ru on CaF,
is 5.7, which becomes particularly impressive considering that it corresponds to a 36-fold
increase in THz power. The enhanced emission amplitude observed at high pump power
from the not-annealed sample seems to be correlated with an increased presence of ruthe-
nium oxide.

Within the signal to noise of these experiments, and taking the relatively limited phase-
matching bandwidth of the 2 mm thick ZnTe detection crystal into account, we are unable
to determine whether the rise time or bandwidths of the generated THz pulses before and
after oxidation are different.

The same pump-power-dependent measurements as those in figure 3.3 were performed
on Ru on glass after thermal oxidation at 400 °C in a 10~ mbar oxygen atmosphere for
1 hour. Enhanced THz emission amplitude was observed compared to the emission from

a pristine sample. However, a single linear trend was recorded, with no change in slope at
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Figure 3.4: THz electric field as a function of time emitted after excitation with an 8oo nm pump pulse
measured from 8 nm Ru before (blue) and after (orange) thermal oxidation. The traces are normalized to the
peak-to-peak amplitude of the THz pulses obtained before thermal oxidation. (a) Emission from Ru on a glass
substrate, (b) emission from Ru on CaF,.

high pump powers. This implies that no further laser-induced modification occurs for a
sample pre-oxidized under these conditions.

To confirm the correlation between increased Ru oxidation and enhanced THz emission,
XPS was performed on an 8 nm thick Ru-on-glass sample on an area exposed to high laser
power, on an un-exposed one and on a thermally oxidized sample.

The resulting data are plotted in figure 3.5, showing the Ru 3d lines (Ru 3ds/, at 279.8
eVand Ru 3d3/, at 284 V). Figure 3.5(a) shows the spectrum of as-deposited ruthenium
(area not exposed to laser light). Apart from the Ru metal peaks we observe a weak con-
tribution from RuO, at 281.7 €V and 286 V. From these measurements, a thickness of
this oxide layer of approximately o.5 nm is extracted, and a ratio of oxidized over metallic
ruthenium (RuO,/Ru-M) of o.10. We also notice the presence of carbon contamination
appearing as the C 1s peak at 284.8 eV. For this sample (pristine Ru, area not exposed to
laser light), the atomic ratio of carbon over ruthenium (C/Ru) is 0.32. The XPS spectrum
obtained from the area exposed to high laser power is shown in figure 3.5(b). Relative to
the Ru metal peaks, we observe a strong increase of the RuO,, peaks, as well as the rise of

the RuO, satellite peak at 283.6 eV. The latter is a signature of the presence of the ruthe-
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Figure 3.5: XPS of an 8 nm Ru sample on glass. (a) XPS spectrum measured on a region not exposed to
high laser power in air, (b) on a region exposed to high laser power and (c) on a sample annealed in 10~ mbar
of oxygen.

nium oxide rutile phase 7). In this case, the RuO,/Ru-M ratio is 1.06. We also observe an
increase in carbon content through the C 1s peak, leading to a C/Ru atomic ratio of 2.16.
Compared to the unexposed region discussed previously, this corresponds to a 6.75-fold
relative increase in carbon intensity and a 10-fold increase in oxidized Ru.

Up to this point, enhanced THz emission resulting from high laser power exposure seems
to correlate both with increased ruthenium oxidation and increased presence of carbon.
Since we suspected that laser-induced carbon deposition can occur in ambient atmosphere,
XPS onasampleannealedina 1073 mbar O, atmosphere at 350 °C for 30 minutes was also

performed. Similar to the samples used for the measurements reported in figure 3.4, these
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samples were kept in vacuum for 30 minutes before and after the annealing. This treatment
is expected to result in a lower carbon content, allowing to clarify to what extent carbon
deposition plays a role in enhancing the THz emission.

Figure 3.5(c) shows the resulting XPS spectrum. The spectrum, again, shows increased
ruthenium oxidation, resulting in a RuO,/Ru-M ratio of 1.03, comparable to the value
obtained from the laser exposed region (1.06, figure 3.5(b)). The C 15 peak located at 284.8
eV, on the other hand, is significantly lower, as can easily be seen by comparing the relative
peaks in figure 3.5(b) and figure 3.5(c). The resulting C/Ru atomic ratio, in this case, is
0.77.

These results support the conclusion that only increased Ru oxidation (not carbon depo-
sition) and THz emission strength are strongly correlated.

A qualitative explanation for the fact that the laser-induced THz emission enhancement
has not been observed with sapphire and CaF; substrates could be the difference in thermal
conductivity between the three substrates. Their thermal conductivities are 1.15 W/K-m
for glass 73], 9.7 W/K-m for CaF, 7+ and 23 W/K-m for sapphire 75]. This implies that the
glass substrate allows the metal to retain heat for alonger time after absorption of laser light
and to reach a high enough temperature to overcome the reaction barrier for the material
modification. The thermal conductivities of the crystalline substrates on the other hand,
could be high enough to cause the Ru temperature to decrease below the value where oxi-
dation can occur more quickly 5.

It would be interesting to estimate the time evolution of the temperature of the Ru during
excitation. However, estimating the temperature increase is rather difficult in our case. A
maximum Ru temperature shortly after excitation with a single laser pulses can easily be es-
timated. With a specific heat of Ru of 0.238 x 10® J/(kg-K), an estimated absorbed energy
of 29 n]J per pulse, and a laser beam radius on the 8-nm-thick sample of about 350 zm, we
get a temperature increase for a single laser pulse of about 3.4 K. However, calculating the
temperature is significantly more complicated for multiple pulses. This is due to the fact
that we use a 5.2 MHz repetition rate laser. In this case, heat accumulation due to the short
time interval between the pulses plays a role, and changes in the absorption coefficient due
to gradual heating of the material during excitation are difficult to predict. Furthermore,
as we already mentioned, heat diffusion into the substrate is also bound to occur, requiring
knowledge about the heat resistivity between the ruthenium and the substrate for an esti-
mate of the temperature reached after a certain time interval. However, the experiments
clearly show that sufficiently high temperatures are reached for a sufficiently long period

of time for partial oxidation to occur.
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3.3.4 Dependence of THz emission on the sample azimuthal orientation

Many conventional non-absorbing THz emitters such as ZnTe or GaP show a distinct
azimuthal-angle dependence in the emitted THz polarization direction, when the emit-
ter is rotated around the normal to the surface. As we cannot rule out that our samples
might behave in a similar way, we have also measured THz emission as a function of the
sample azimuthal angle @. This was done at low pump power (150 mW, 7.5 J/cm?) to
avoid self-induced material modifications.

In general, Erp, can be decomposed into a component parallel, ETHZ”, and orthogonal,
Erp1, to the sample surface (see inset of figure 3.6(b)). At an AOI of 45°, both the in-
plane and orthogonal-to-the-surface electric field have a component perpendicular to the
pump and probe beam propagation direction, and can therefore be measured in our setup.
Changing the azimuthal angle by rotating the sample around the direction normal to the
surface has no effect on ETHz 1, since it is parallel to the rotation axis. This means that
the presence of the component of the THz-polarization orthogonal to the sample surface
results in a p-independent offset in the azimuthal-angle-dependent measurements. A ¢-
dependent contribution occurs only if E THz|| is present and and if it points towards a fixed
direction on the sample surface. In this case, rotating the sample rotates this polarization
component as well, with respect to the (fixed) laser polarization.

The THz traces obtained as a function of the azimuthal angle of an 8 nm Ru sample on
glass, illuminated at a 45° AOI, are plotted in figure 3.6(a). The amplitude of the pulses
clearly depends on the angle @ and the absolute value reaches a maximum for ¢ = 180°, 0°
and 360°, and reaches a minimum for @ = 90° and 270°. The measurements have been
performed at a fixed orientation of the ZnTe detection crystal. Although we did not de-
termine the absolute sign of E7y, with our setup (see experimental section and Planken
et al.1#), changes in the sign of the THz peaks correspond to actual flips in the sign of
the THz electric field. The peak-to-peak amplitudes of the traces plotted in figure 3.6(a)
were extracted and a plus or minus sign was assigned to the values obtained for each trace
depending on the sign of the first peak. In this way, for instance, the trace corresponding to
@ = 180° results in a positive pk-pk value, while the one at @ = 0° in a negative one. This
convention has been used for all the results discussed below. The values obtained from the
traces of figure 3.6(a) are plotted in figure 3.6(b). The data were fitted with a function of
the form A4 sin (@ + «) + A; A describes the variation of the THz amplitudes as a function
of the azimuthal angle @, A the azimuthally-independent contribution to the THz emis-

sion (related to E THz> see above). « is a phase offset. Figure 3.6(b), together with the values

52



3.3. RESULTS

20+
N @
o —
5 10+ EQ—?\%\??«/ 7 \/;79@'7:\\{‘//"/\4,
a - > Azimuthal
F \L)K Angle
- P Y o
e = N N o 210° |
< 300 240°
i 60° 270°
[} o o
= 104 - s~ g 90 300° _
5 e = — 1200 — 330°
Q@ \/ —— 150° 360°
% 50l — 180°
) -1 0 1 2
Delay (ps)
20+ Fit 1
I
m ¢ Data } T I (b)
=
5 10- t }
8 t $
Z o :
X F Qo
i 1 Elaser Ery, .
a _104 1 Il ’
N
E i ‘—» t
i T + - |
—201 ¢ E !
THzL
0 50 100 150 200 250 300 350

Azimuthal Angle (deg.)

Figure 3.6: (a) THz traces obtained at different azimuthal orientations at a 45° angle of incidence for Ru
deposited on glass. The traces have been vertically displaced in three groups for clarity, despite corresponding
to the same set of measurements. (b) Pk-pk amplitudes extracted from the traces of figure (a) (blue dots) and
fitted curve (orange). Inset: schematic of the two components of the vector THz electric field. The red arrows
represent the laser beam propagation direction and its p-polarized electric field.

of A = 18.5 and A = 1.1, shows that, for Ru on glass, the main component of the THz-
polarization is parallel to the sample surface. This conclusion is further supported by the
fact that THz emission was also measured at normal incidence. Furthermore, from such
azimuthal-angle dependences, we find that the THz-polarization points towards a fixed di-
rection on the surface, such that sample rotations are accompanied by rotations of the THz
polarization. At a given orientation of the ZnTe electro-optic detection crystal, there is an
optimal sample orientation which maximizes the detected THz signal 4],

The azimuthal-angle dependence of the in-plane THz polarization component follows a
simple sine (or cosine) dependence and is a linear polarization l4o] However, knowing the
absolute linear direction of the THz polarization is not very useful unless we can some-
how connect this to another “directional” feature on the sample surface, which we unfor-
tunately haven’t been able to do. The rotation of the THz-polarization highlighted by
figures 3.6 should be interpreted as a rotation relative to some preferential direction that
was not possible to conclusively identify using the diagnostic tools at our disposal.

It should be pointed out that the measurements were performed by focusing the laser on

53



3. COHERENT TERAHERTZ EMISSION FROM RUTHENIUM THIN FILMS

a spot at a somewhat random distance from the rotation axis of the samples. As a result a
different part on the sample is illuminated at each azimuthal angle. Nevertheless, the same
THz signal is obtained at a given ¢ throughout the whole sample. This means that the
direction of the emitted THz electric field component parallel to the sample surface is the
same over the whole sample. The effect is therefore macroscopic, in contrast to the obser-
vation of Zhang ez al. [65],

To understand whether this azimuthal-angle dependence results from an anisotropy present
in the absorption process or whether it occurs purely at the emission stage, we have mea-
sured the THz emission as a function of pump-polarization direction. The measurements
have been performed at normal incidence to eliminate the dependence of the sample reflec-
tion on the pump polarization. The results (appendix 3.6.1) do not show any measurable
dependence on the incident polarization. In contrast, varying the sample azimuthal an-
gle in the same normal incidence configuration produces a clear sinusoidal dependence,
strongly suggesting that the azimuthal-angle-dependence stems purely from the emission
process. The results obtained by varying the incident pump polarization make it less likely
that a macroscopic single-crystal-like pump-induced, second-order non-linear optical po-
larization is responsible for the emission.

2D-x-ray diffraction at grazing incidence was performed on a 20 nm Ru sample after con-
firming that azimuthal-angle dependence of the THz-emission was also present for this
sample. The sample thickness was chosen in order to reduce x-ray diftraction contributions
from the substrate. The measurements were carried out to determine whether a preferred
crystal direction was present in our samples (texturing). No preferential crystal orientation
was observed within the measurement accuracy (figure 3.10).

Surprisingly, no THz pulse generation and thus no azimuthal angle dependence were ob-
served at normal incidence for ruthenium films deposited on sapphire or CaF, substrates,
unless the samples were thermally oxidized under conditions such as the ones resulting
in figure 3.4. These observations show a substantial difference between the emission pro-
cess in as-deposited Ru on glass and on sapphire/CaF,. To understand the appearance
of azimuthal-angle-dependence in the THz emission for Ru deposited on sapphire, mea-
surements were performed after annealing the 8-nm Ru samples on sapphire in an O, at-
mosphere at a 107> mbar pressure, for 30 minutes. The degree of oxidation was varied
by changing the annealing temperature 7. The samples were then placed at a 45° AOI to
access both electric field polarization components of the emitted E THz» parallel and perpen-
dicular to the surface. THz time traces as a function of @ were recorded and the pk-pk am-

plitude values were extracted following the same procedure as the one described for figure
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Figure 3.7: Parameters extracted from azimuthal-angle dependent THz pk-pk amplitude measurements,
similar to figure 3.6, as a function of annealing temperature for Ru on sapphire. The values are normalized
by the azimuthal-angle independent emission amplitude before thermal oxidation of Ru on sapphire. The
parameters were obtained by fitting a function of the form A4 sin(@) + A to the data. 4 (blue) is the amplitude
of the azimuthal variation, related to the anisotropic component of the THz generation process along the
sample surface. A is the offset of the sinusoidal curve, related to the component orthogonal so the sample
surface. The THz-enhancement factor (green) is the maximum THz electric field obtained as a function of
the azimuthal angle @.

3.6. The parameters 4 and A were extracted and divided by the THz-peak-to-peak ampli-
tude emitted by each sample before annealing (measured on the same day). This scaling
was performed in order to circumvent variations of the THz-emission due to slight differ-
ences between the samples and/or beam alignment. The results are plotted in figure 3.7.
The sum of the two scaled parameters, which we define here as THz-enhancement factor,
shown in green, corresponds to the maximum THz electric field observed as a function of
@ after annealing, divided by the p-independent THz-peak-to-peak amplitude measured
before annealing.

The figure shows that the THz enhancement factor increases with annealing temperatures
up to 350 °C and decreases for higher temperatures. A similar behavior is observed for 4
and A separately, the latter peaking at 400 °C rather than 350 °C.

In agreement with the results of figure 3.4, the THz-enhancement factor increases with
oxidation. It reaches a maximum value of 5.7 for the electric field, equivalent to a factor
of 32 in power, at 350 °C. As explained above, the development of the parameters 4 and
A provides information on the direction of the E 7H; vector. Without annealing, the THz
field polarization is completely orthogonal to the sample surface for Ru on sapphire and
on CaF,, and thus no in-plane THz electric field component is present. The growth of
the oxide layer introduces a component parallel to the surface, pointing in the same di-

rection everywhere on the sample, as highlighted by the presence of the azimuthal-angle
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dependence (A4 # 0). 4 increases from 250 °C, peaks at 350 °C and decreases at higher an-
nealing temperatures; similarly, A increases from 250 °C but it peaks at 400 °C. This seems
to indicate that the growth of the oxide layer does corresponds to the combined increase

of both THz-polarization component, at least until 350 °C annealing temperature.

3.3.5 Surface morphology: atomic force microscopy

There is a clear azimuthal angle sine-dependence when the Ru samples are rotated around
the surface normal. Normally, this would imply some fixed direction of emission and one
would expect the presence of some form of directionality in the sample, perhaps in the form
of oriented microcrystals. For this reason, tapping mode atomic force microscopy (AFM)
was used to examine changes in the surface morphology upon thermal oxidation.

Figure 3.8 shows the results for Ru on glass before (figure 3.8(a)) and after (figure 3.8(b))
thermal oxidation in a 10~ mbar O, atmosphere at 350 °C for 30 minutes. Increased sur-
face roughness is observed as a result of a higher density of nano-protrusions (bright spots)
on the oxidized sample with respect to the as-deposited one. This observation agrees with
the results by Jelenkovic ez 4/. (7e],

In an attempt to identify the source of the anisotropy observed in the THz emission we
show the AFM image of a smaller area of the annealed sample in figure 3.8(c). This gives
a clearer view of the nano-protrusions and allows us to extract four height cross sections
of these features, indicated in figure 3.8(c) by the numbered arrows and plotted in figure
3.8(d). Although their size varies, they reach approximately 8 nm in height with a base
width of approzimately 30 nm. Cross section number 1 shows an asymmetric shape, be-
ing somewhat steeper on the left hand side than on the right. The same applies to profile
number 2 and 4. The asymmetry is far less evident in profile number 3. We identify these
features as the precursors of the nano-pillars observed by Coloma Ribera ez 4/. in 771,
Although a similar asymmetry appears with different AFM tips and on different samples,
we do not exclude the possibility of a tip artifact caused by asymmetric AFM tips 78] The
evidence for the asymmetry is therefore inconclusive.

AFM measurements were also performed on 8 nm Ru deposited on sapphire (appendix
3.6.3). Prior to annealing we observe a smaller density of the nano-protrusions compared
to Ru on glass. Also, the features are higher in glass compared to Sapphire. A similar in-
crease in surface roughness is observed as a function of annealing temperature. This seems
to indicate that such nano-protrusions might be the source of the anisotropy observed in

the THz emission, although proving this is currently difficult.
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Figure 3.8: AFM images of Ru on glass.(a) before thermal oxidation and (b) after thermal oxidation at 350
°C. Increased presence of nano-protrusion can be seen by comparing these two images. (c) Zoomed-in AFM
image of the thermally oxidized sample. The arrows correspond to the direction of the height cross-sections
plotted in (d). Here, it can be seen that profiles number 1,2 and 4 are steeper on the left hand side, whereas
profile number 3 is symmetric or only weakly asymmetric.

3.4 Discussion

3.4.1 Correlation between THz-emission amplitude and oxidation

The enhancement of THz emission observed after high-power illumination, as well as after
annealing in an O, atmosphere, in combination with XPS measurements, indicates that
oxidation plays an important role in the THz generation process.

Exposing Ru on glass to high laser powers enhances THz emission by a factor of approxi-
mately 3 in THz electric field (9 in THz power, figures 3.3(a) and 3.3(b)) and increments
both oxidation and carbon content (figure 3.5(a)) with respect to as-deposited samples. An-
nealing of pristine Ru on glass in O results in a similar THz emission-enhancement-factor
(figures 3.4) and oxide content, compared to the previous case, but a much lower increase
in carbon content (figure 3.5(b)). Therefore, THz emission-strength strongly correlates
with oxidation. The correlation with carbon content, if present, is much weaker. As a con-
sequence it seems likely that oxidation causes the change in slope of the THz electric field

amplitude dependence on pump power for Ru on glass by enhancing the THz emission

57



3. COHERENT TERAHERTZ EMISSION FROM RUTHENIUM THIN FILMS

(figures 3.3(a) and (b)). This correlation points towards a generation mechanism based on
the interaction between the Ru and the Ru-oxide layers.

It has been demonstrated (figure 3.5(a)) that a thin sub-nanometer thick (~o.5 nm) layer
of oxide is formed on top of a ruthenium film under ambient conditions, a feature ob-
served also by Coloma Ribera ez al. (77]. Thermal annealing has been proven to lead to the
formation of the rutile phase RuO, [79. Although we are unable to precisely monitor the
thickness of the Ru and RuO,, layers for each annealing temperature, the oxidized layer is
known to grow in thickness with annealing temperature and with annealing time (o] wWe
believe that the relatively weak THz emission of the as-deposited samples, compared to the
thermally oxidized ones, is due to the small thickness of the native oxide layer formed by
contact with the atmosphere.

From the literature and from our XPS measurements we know that a native oxide forms on
as-deposited Ru thin films upon contact with ambientair [77:79] 250 called O-Ru-O trilayer.
Thermal annealing above a threshold temperature causes the formation of the RuO; rutile
phase, which grows with annealing time and temperature. The fact that a single threshold
power is observed for the pump-power-dependence of THz emission from Ru on glass
(figure 3.3(a)) indicates that a Ru/RuQ, bilayer is forming, rather than a heterojuction
with multiple layers. Although both Ru and RuO, are conductive (RuO, has a resistiv-
ity of 76 £ Q em%°]] compared to the one of Ru being 7.1 zQ ¢ [#1]), they might form a
Schottky junction. In that case, acceleration of photoexcited carriers in the junction’s de-
pletion field would be a possible generation mechanism, similar to the one described in (e8]
for Cu/CuO,. However, in our case, the depletion width would most likely be extremely
narrow since both Ru and RuO; have high carrier concentrations. This emission mech-
anism, however, would result in a THz electric field polarized orthogonal to the sample
surface, which does not explain the in-plane main THz polarization component that we
observe.

The THz-emission-enhancement factor grows with increasing annealing temperature, up
until approximately 350 °C (figure 3.7), after which it starts to decrease again. It is possi-
ble that, at this temperature, some optimal relative thickness of the ruthenium oxide with

respect to metallic ruthenium is reached.
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3.4.2 'THz polarization direction: role of the substrate

Thermal oxidation of Ru, apart from enhancing the THz emission with each substrate
tested, also results in a change in the polarization direction of the THz electric field for Ru
on sapphire and CaF,. On these substrates E THz is orthogonal to the sample surface prior
to oxidation (no emission when pump is at normal incidence, no azimuthal-angle depen-
dence); a component parallel to the surface appears after oxidation (emission when pump is
at normal incidence, azimuthal-angle dependent emission at 45° incidence). Remarkably,
ruthenium on glass emits THz-pulses with both polarization components also when 7o
thermal oxidation is performed. Any time a parallel component is present, a dependence
of the THz electric field amplitude on the sample azimuthal orientation is observed. The
fact that azimuthal-angle dependence is observed for as-deposited Ru on glass, but not on
sapphire and CaF,, shows that the the substrate plays a role in the THz emission.

Our observations suggest that the degree of oxidation correlates with the presence of a THz-
polarization component parallel to the surface. Although such polarization component
is not present in ruthenium as-deposited on sapphire and CaF, it is present also in as-
deposited ruthenium on glass. Nevertheless, it is known that chemical reactions can occur,
even at room temperature, between metallic films and silicon substrates (82] We speculate
that, perhaps, a similar effect could be occurring with glass substrates during ruthenium
deposition. If true, a ruthenium oxide layer forms at the interface with the substrate, in ad-
dition to the one formed upon contact with air. Chemical changes at the metal/substrate
interface would not easily be detectable through XPS due to its surface sensitivity which is
limited to the uppermost ~6 nm. Crystalline substrates such as sapphire and CaF, could
be chemically too stable, compared to glass, to react with the metal. Furthermore, CaF,
contains no oxygen. Therefore, although some process at the interface between the metal
and the substrate may be occurring, we have evidence that it corresponds to the formation
of'an additional oxide layer and, in fact, the high stability of SiO, (contained in borosilicate
glass) compared to that of ruthenium oxide, in principle, does not favor this process (83,771,

Our confidence in this explanation is therefore fairly low.

3.4.3 Search for a source of asymmetry

AFM measurements (figures 3.8) showed that oxidation is also accompanied by increased
surface roughness, related to the growth of nano-protrusions. Such features seem to tilt
towards a preferential direction, but, we cannot exclude the possibility that this is a result

of a tip artifact. No other measurable asymmetry was found using other diagnostics tech-
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niques. 2D-XRD, in fact, showed that, before annealing, our Ru on glass samples consist
of polycrystalline Ru with no clearly measurable preferential crystal orientation (appendix
3.6.2).

3.4.4 Potential explanation based on previous observations

We note that THz emission from ruthenium deposited on porous glass was reported by
Zhang et al. (6], Azimuthal-angle-dependent THz emission was also observed in that case.
Similar to our results, Zhang ez a/. did not observe azimuthal-angle dependence for Ru
deposited on sapphire substrates. The azimuthal-angle dependence was explained by an
anisotropic porous glass structure. Although our samples are difterent from the nano-
structured ones by Zhang’s group, it is tempting to compare their results with ours. In
particular, it would be interesting to find out whether the anisotropy in THz emission that
they observed is caused by the porous nanostructure itself or by a more subtle mechanism,
still related to the substrate choice, similar to the one taking place in our non-nanostructured
ruthenium films.

THzgeneration from heterostructures composed of a non-magnetic metal and single-crystal
RuO; or IrO; has been reported very recently by S. Zhang ez al. (84] The proposed genera-
tion mechanism is based on current injection from the non-magnetic metal into the single-
crystal oxide, and subsequent deflection induced by its anisotropic conductivity. Although
we find it unlikely thata crystal-symmetry-based model could apply to polycrystalline films,
a similar mechanism could be occurring in our samples if we could assume a weak, sample-
wide net orientation of the RuO crystallites. In that case, electrons excited in the metallic
Ru would give rise to a current inside the RuO, with an in-plane component and thus
THz emission with a field-component parallel to the surface.

THz emission with a polarization component parallel to the sample surface and indepen-
dent on the pump-laser polarization direction was reported by B. Guzelturk ez al. for peri-
odic stripe-domain multiferroic materials (BFO) (8s], In that work, the THz-polarization
direction is related to the direction of the ferroelectric polarization and the THz-emission
amplitude is shown to correlate with the density of the domain walls (DW). However, to
our knowledge, ruthenium and ruthenium oxide have not been proven to possess any fer-
roelectric behavior. Therefore, this seems an unlikely explanation for the in-plane polariza-

tion component observed in our measurements.
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3.5 Conclusion

We have shown that 8-nm-thick ruthenium films are capable of emitting coherent THz ra-
diation when illuminated with femtosecond laser pulses through a second order non-linear
optical process. Laser-induced THz-field enhancement was observed when using glass sub-
strates. This manifests itself as a change in the slope of the linear dependence of the THz-
field amplitude on pump power at a certain threshold, and as an increased emission at a
fixed pump power as a result of pre-exposure to high laser powers. XPS shows that this be-
havior is most likely due to laser-induced oxidation. The laser-induced enhancement was
not observed for films deposited on sapphire or CaF,. For these samples a ”pure” linear
dependence was observed. Nevertheless, for these substrates, annealing the metal films in
an O, atmosphere at high temperature resulted in increased emission in addition to the
formation of a THz field component parallel to the surface. These results show a correla-
tion between oxidation and enhanced THz emission for all substrates. We observed a large
THz-field enhancement, reaching a factor of 6 for Ru on CakF,, corresponding to a power
enhancement of a factor of approximately 36.

Although the exact generation mechanism of THz electromagnetic radiation from ruthe-
nium thin films as a consequence of femtosecond laser illumination remains an open ques-
tion, we have provided a comprehensive characterization of the emission features. In addi-
tion, our results demonstrate the importance of an accurate determination of the state of

the sample surface for a correct interpretation of the experimental results.

3.6 Appendices

3.6.1 Dependence of THz emission on incident laser polarization

Figure 3.9(a) shows the peak-to-peak amplitude of the THz electric-field emitted by a 8 nm
Ru sample as a function of the angle of incident (linear) polarization. This angle was varied
by means of a half-wave plate. The measurements were carried out at normal incidence to
exclude the dependence of the absorption on incident polarization at non-zero AOI. Figure
3.9(b) shows the THz electric-field peak-to-peak amplitude as a function of the sample
azimuthal orientation. These measurements were carried out in the same configuration
and on the same sample as the ones reported in figure 3.9(a). By comparing these two
plots and the values of the fit parameter A (obtained via the procedure explained for figure
3.6), 0.79 + 0.6 for figure 3.9(a), 22.7 £ 1.12 for figure 3.9(b)) it is clear that rotating the

incident polarization has little to no effect on THz emission, while rotating the sample has
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an evident effect, as is also show in the main text (figure 3.6).
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Figure 3.9: (a) THz Pk-Pk amplitude as a function of the angle of the incident (linear) polarization. (b)
THz Pk-Pk amplitude as a function of the sample azimuthal orientation.

3.6.2 X-ray Diffraction

To obtain information on the crystallinity of the sample, we performed 2D x-ray diffrac-
tion measurements. The resulting diffraction pattern contains information about the ori-
entation of the crystallites because it captures different rotation angles of such crystallites.
Each crystallite contributes to the diffraction intensity in one point of the surface of a cone,
which is defined by the diffraction angle. If all crystallites were oriented in the same way
with respect to the substrate, we would obtain a diffraction pattern consisting of spots.
Only if there is a very large number of randomly oriented crystallites, as there is in a poly-
crystalline thin film, there is homogeneously distributed intensity across the full surface
of the cone, and a 2D cut gives continuous rings without intensity variations in recipro-
cal space. This description can be clarified by looking at figures 2,3 and 4 of *°). Figure
3.10 reports the grazing incidence X-Ray diftraction pattern obtained from a 20 nm Ru
film. The black line corresponds to the experimental data, the red lines are peak position

retrieved from the Materials project for Ru (mp-33) from database version v2022.10.28.,
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DOI:10.17188/1206459. The diffraction pattern corresponds to polycrystalline ruthe-
nium with no preferential crystal orientation. We can therefore exclude that the prefer-
ential direction observed in the THz polarization is caused by a preferential orientation of

the crystallites in the sample.
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Figure 3.10: Grazing incidence XRD pattern obtained from a 20 nm Ru film on a glass substrate (left)
extracted from the 2D-diffraction pattern (right).

3.6.3 AFM of Ru on sapphire

Figures 3.11 are AFM images obtained from 8 nm Ru on Sapphire before annealing (a)
and after annealing (b) at 350 °C in a 10-3 mbar O2 atmosphere for 30 minutes. Compar-
ing figure 3.11 with the figure 3.8(a) we notice a lower density of nanoprotrusions, with
alower height for Ru on sapphire than on glass. Similarly, comparing figure 3.11(b) with
figure 3.8(b), corresponding to the annealed samples, Ru on sapphire shows less and lower
protrusions than glass. Since we observed azimuthal-angle dependence in THz emission
from the sample after annealing at 350 °C but not before annealing, we believe that the
height and/or density of nanoprotrusions in the as-deposited sample is not sufhicient to
introduce the anisotropic surface-parallel component of THz emission. It is instead sufh-

cient to introduce this polarization component after annealing.

2 |

Figure 3.11: AFM images of an 8 nm Ru layer on sapphire. (a) As-deposited not-annealed sample. (b)
Sample annealed at 350 °C in a 10~ mbar O atmosphere for 30 minutes.
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Direct Laser Patterning of Ruthenium Below

the Optical Diffraction Limit"

method that can be used to produce ruthenium/ruthenium oxide patterns start-

ing from a ruthenium thin film is described. The method is based on highly local-

ized oxidation of a small surface area of a ruthenium film by means of exposure

to a pulsed laser under ambient conditions. Laser exposure is followed by dissolution of
the un-exposed ruthenium in a NaClO solution, which leaves the conductive, partially ox-
idized ruthenium area on the substrate. Spatially selective oxidation, material removal and,
by implication, patterning, is therefore achieved without the need for a photoresist layer.
Varying the exposure laser parameters such as fluence, focus diameter and repetition rate
allows us to optimize the process. In particular, it enables us to obtain circular Ru/RuO,
islands with a sub-diffraction-limited diameter of about s0o nm, for laser exposure times
as short as 5o ms. The capability to obtain such small islands suggests that heat diffusion,
in this case, is not a limiting factor to pattern Ru by laser heating on a (sub-)micron scale.
In fact, heat diffusion helps in that it limits the area where a sufficiently high temperature
is reached and maintained for a sufficiently long time for oxidation to occur. Our method
provides an easy way to produce metallic Ru/RuO, (sub-)micron structures and has pos-

sible applications in semiconductor manufacturing.

“This chapter was published in a slightly modified form as: Applied Physics Letters, 124, 171902, (2024)
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4.1 Introduction

In recent years ruthenium (Ru) has appeared as a promising candidate to replace more con-
ventionally used metals such as Cuand W in semiconductor device manufacturing [87,88,89]
A prerequisite for many applications in this field is the capability to produce patterned Ru
structures on (sub-)micrometer scales. In optical lithography, structures are usually created
by first applying patterned illumination of a photoresist layer deposited onto a substrate.
Subsequent removal of the exposed regions of the resist, followed by material deposition,
etching and other steps, are needed to create the pattern (8], Other methods to fabricate
patterns are e-beam lithography ), electron beam induced deposition ('], selective area
atomic layer deposition °*93] or rheology printing 4.

Here, we show how direct laser writing can be used to pattern Ru without the need for
a photoresist. In this method, ultrashort laser pulses are focused to a small spot on a Ru
thin film under ambient conditions. Partial absorption of the light by the Ru increases the
local temperature and locally oxidizes the surface of the film. Subsequent etching of the
layer using a NaClO solution removes the Ru except in the areas where the surface of the
layer has been (partially) oxidized. We find that after exposure times as short as so ms, we
can fabricate Ru/RuQ, islands with diameters as small as 500 nm. This is three to four
times smaller than the focal diameter of the laser beam and in fact below the diffraction
limit of the optical system. From an application perspective, this capability is particularly
interesting for the semiconductor manufacturing industry. Creating these structures re-
quires that the local thermal energy at the Ru surface is larger than the threshold energy
needed for oxidation for a sufficiently long time. By adjusting the laser pulse energy, reach-
ing this threshold energy can be limited to the most central part of the Gaussian spatial
beam profile, thus creating oxidized areas significantly smaller than the full width at half
maximum of the focused beam. Our method constitutes a very simple technique for pro-

ducing Ru/RuO; structures with sub-diffraction limited features.

4.2 Methods

The ruthenium thin films were deposited by magnetron sputtering at an argon plasma pres-
sure of 2 X 1072 mbar. Both glass and silicon were used as substrates. The substrates were
chemically cleaned using a solution of ammonium hydroxide (NH4,OH) with hydrogen

peroxide in water and, after that, rinsed in isopropanol.
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The calculated penetration depth of light for ruthenium on glass, as well as absorbed and
reflected fractions of 8oo nm and 1030 nm light are provided in appendix 4.5.1.

The Ru/RuO; islands were fabricated by first exposing the ruthenium samples to laser
light. Subsequently, the samples were immersed in a 3-7% NaClO solution in water. This
step causes the un-exposed ruthenium to dissolve, leaving the areas partially oxidized by the
laser on the substrate. After that, the samples were first rinsed in demineralized water, and

subsequently in isopropanol to facilitate the drying.

4.3 Results

Figure 4.1(a) is a scanning electron microscopy (SEM) image of a Ru/RuO; island ob-
tained by exposing a 5o nm thick Ru-on-silicon sample to a 70 fs, 8oo nm wavelength 5.2
MHz repetition rate laser for 15 s, focused to a diameter of about 8 zm. The sample was
then rinsed in the NaClO solution for 720 s. We found that a minimum rinse time is
required to remove the Ru layer and that longer times are necessary for thicker films. How-
ever, once the un-exposed layer is dissolved, rinsing for times up to several hours does not
have a significant influence on the island. The island shown in figure 4.1(a) has an approx-
imately round shape and a small diameter of approximately 9 um.

In figure 4.1(b) we show a photograph of a set of large Ru/RuQ); islands obtained with a
weakly focused laser beam. The islands have a shiny metallic look and the surrounding area
of the glass substrate appears clean.

We chemically characterized the islands by performing X-ray photoelectron spectroscopy
(XPS). This was done on a large island obtained from an 8 nm thick Ru sample on glass, ex-
posed to the laser and rinsed in NaClO. The results (appendix 4.5.2) show that our method
produces a partially oxidized Ru film, similar to the one we described previously (chapter
3)[9). This film is a partially oxidized Ru layer in which the oxide is in the rutile phase.
By extracting the average oxide thickness from the XPS measurements using the flat over-
layer approximation [9¢] we found that oxide thicknesses as low as 2.4 nm are already suffi-
cient to prevent the laser-exposed area from being removed by the NaClO solution. If the
same measured XPS intensities are used within the hypothetical high-roughness limit of
Ru/RuO; core-shell particles [97] assembled into a layer, this number decreases to 1.4 nm.
It is possible that even thinner rutile-phase RuO, layers may prevent etching of the Ru in
the NaClO solution, but this has not been tested

To gain information on the island-formation process, and to find the optimal exposure
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Figure 4.1: (a) SEM image of an island obtained with the 5.2 MHz repetition rate laser focused to a spot
with a diameter of about 8 um. This island has a diameter of approximately 9 #m. (b) Photograph of a set of
Ru islands on a glass substrate, placed on a piece of paper with a rectangular fold, illustrating the high optical
reflectivity of the islands.

parameters to create the smallest spots, Ru layers with a thickness of 8 and 20 nm on
a glass substrate were exposed to the same 5.2 MHz-repetition rate laser at different flu-
ences. Throughout this chapter, fluence is defined as the single-pulse energy divided by the
FWHM area of the laser spot, although exposure is performed with multiple pulses. After
exposure, the samples were rinsed with the NaClO solution for 9o s (8 nm) and 2105 (20
nm).

Optical microscopy images of two islands obtained on these samples after exposure to a
9.5 mJ/cm? fluence are shown in figure 4.2(a). The observed diameter is approximately 16
um for the 8 nm film and 13 um for the 20 nm film. The island obtained from the 8 nm
film does not have sharply defined edges. This is also the case for the islands obtained with
higher exposure fluences, which results in larger error bars for the areas extracted from this
sample.

To learn more about the process resulting in the formation of Ru/RuO; islands, we per-
formed a Liu analysis [45] (also described in chapter 2, section 2.3.2). This analysis is valid
for laser-induced processes occurring at fluences exceeding a certain threshold and when
the laser beam profile is gaussian. Often, in these cases, the area of a laser-induced material
modification scales linearly with the natural logarithm of the fluence. When these con-
ditions are satisfied, it is possible to extract the threshold fluence at which the islands are
formed by extracting the fluence level where the island area is zero from a linear fit to the
data.

The Liu plots, obtained from optical microscopy images similar to the ones shown in fig-

ure 4.2(a), are shown in figure 4.2(b). For both the 8- and the 20-nm thick films, the figure
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clearly shows that the area of the islands does not scale linearly with the logarithm of the
exposure fluence. The vertical lines in the plot indicate the fluence beyond which optical
microscopy images show a darker region in the center of the island. This was identified as
an ablated region. The lines are located at a fluence of 17 mJ/cm? for the 8 nm thick film
and 23 mJ/cm? for the 20 nm thick film. We note that melting can already occur at flu-
ence levels somewhat below the damage threshold. The effect of melting on the formation
of the oxide is at present unknown. Understanding the effect of ruthenium melting on
the island formation process is an interesting question. However, given the high melting
temperature of ruthenium (2 603 K) it might not be as relevant from an application point
of view as it increases the risk of damaging the material underneath the ruthenium and is
therefore beyond the scope of this chapter. Fluences below the range reported in figure
4.2(a) were also tested, but no islands were observed. This applies also to the other Liu
plots presented in this work.

Since the spots obtained for thicker films produced more uniform and smaller islands, we
also tested our method on so-nm-thick Ru samples for two different exposure times: 5 s
and 15 s. After exposure, the samples were rinsed in the NaClO solution for 390 s. Note
that the thickness of 50 nm was chosen more or less randomly, and for applications in the
semiconductor manufacturing industry, it would also be interesting to test our method
with even thicker films, up to 100 nm, although we expect to obtain similar results.
Selected microscopy images of islands are shown in figure 4.2(c) for both exposure times.
These islands were obtained with an exposure fluence of 9.5 m]J/cm?. Their diameters are
7 um (5 s exposure) and 9 um (15 s exposure), close to the illumination spot size (~ 8 zm).
The Liu plots obtained for the s s (red) and 15 s (black) exposure times are shown in fig-
ure 4.2(d). Both curves are similar to the ones obtained for the 8 nm and 20 nm samples,
showing a super-linear dependence on the logarithm of the exposure fluence. For each flu-
ence, the red curve indicates that, overall, a 5 s exposure leads to smaller areas than the ones
obtained with the 15 s exposure.

The non-linearity of the Liu plots is an indication that in-plane heat transport may affect
the island size. Additional evidence of in-plane heat transport is the observation of islands
with an area much larger than the laser spot size, at high exposure fluences. Optical mi-
croscopy images of such areas, with a diameter of approximately 8o zm (ten times larger
than the exposure spot diameter), are shown in appendix 4.5.3.

The above suggests that varying the number of laser pulses, as well as the time interval be-
tween them, has an influence on the formation of the Ru/RuQ, islands. Furthermore,

smaller islands could be achievable by tighter focusing. For this reason, we tested our

69



4. DIRECT LASER PATTERNING OF RUTHENIUM BELOW THE OPTICAL
DIFFRACTION LIMIT

| (b)

%/

1 —4— 8nm, 15s
! —4$- 20nm, 15
1

8 9 10 20 30 40
Fluence (m)/cm?)

—4— 155,50 nm
—$— 55,50 nm
20 30 40
Fluence (m)/cm?)

Figure 4.2: (a) Optical microscopy images of the islands relative to the Liu plot in the sub-figure (b). (b)
Liu plot of the RuO,/Ru islands obtained after 15 s exposure of 8 nm (blue) and 20 nm (green) Ru films on
glass to the high repetition rate, 8oo nm laser. The dashed vertical lines correspond to the measured ablation
thresholds. (c) Optical microscopy images of the islands relative to the Liu plot in the sub-figure (d). (d) Liu
plot obtained from a 5o nm Ru film on glass exposed for 15 s (black) and 5 s (red) to the high repetition rate,
800 nm laser.
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method with a lower repetition rate laser capable of generating a variable number of pulses.
The laser delivers 200 fs pulses at a 1030 nm central wavelength with a repetition rate of
200 kHz. This source was focused onto the sample to spots with a diameter of approxi-
mately 2 um. This system is described in more detail elsewhere [o8],

Figure 4.3(a) is an optical microscopy image of a typical grid of islands obtained using the
aforementioned illumination system on a so nm Ru film on glass. Each spot was exposed
to different numbers of laser pulses at a (single-pulse) fluence of 18.2 mJ/cm?. The num-
ber of pulses increases in a "meandering” fashion from the top-right corner of the image
to the bottom-right one and is varied from 1 to 50 0co. The islands are remarkably small:
most of them have sub-micrometer diameters and none of them exceeds the illumination
spot size by more than a few percent.

The size of one the smallest islands that we could obtain with the low repetition rate laser is
estimated by performing SEM. In addition, this allows to characterize the island morphol-
ogy. As SEM on glass is complicated by charge accumulation, we fabricated islands on a
so nm Ru film on silicon, for which charging is not an issue.

A typical SEM image of one of the smallest islands that we obtained is shown in figure
4.3(b). The central Ru/RuO region has an exceptionally small diameter of approximately
soo nm, four times smaller than the diffraction limit of the objective used to focus the laser.
The central area is surrounded by an additional region having a different appearance and
approximately the same diameter as the illumination beam.

In an attempt to identify the content of the region surrounding the central island, we per-
formed energy-dispersive x-ray spectroscopy (EDX) 3¢]. The results, presented in appendix
4.5.4 show the presence of Ru but no other potential contaminants such as sodium or chlo-
rine. We note that this region is not affected by additional rinsing in the NaCIO solution
or by varying the NaClO concentration between 2-5% and 6-14%.

To learn more about a typical Ru/RuO, island morphology and to determine the amount
of under-etching, we performed cross-sectional SEM imaging on an island obtained from
a so nm thick Ru film on Si, exposed to the 200 kHz laser focused to a 2 um spot size.
This was done by first depositing a layer of platinum over the island and by subsequently
removing a section of the island with a focused ion beam (FIB). The Pt layer facilitates the
attainment of sharp edges in the FIB cut. The resulting image, recorded by orienting the
sample at an angle of 52° with respect to the detector, is shown in figure 4.3(c). The is-
land has a ~2 gm diameter and a flat cross section. Figure 4.3(d) is the high magnification
image of the area inside the yellow square in figure 4.3(c). Here, it can be seen that the

under-etching is limited to a distance from the edge of ~35 nm.
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Figure 4.3 (a) Optical microscopy image of a grid of Ru/RuQ islands on silicon obtained with a 2 #m
beam diameter of the 200 kHz repetition rate, 1030 nm laser. (b) SEM image of a typical island. (c) Cross
sectional SEM of an island viewed at an angle of 52°. (d) Detail of the region highlighted by the yellow square
in image (c), showing that the amount of under-etching is limited to a distance of ~35 nm from the edge of
the island.

Liu plots of the islands obtained by exposing so-nm-thick Ru films on glass to different
numbers of laser pulses from the 200 kHz repetition rate laser are shown in figure 4.4(a).
The areas of the islands were extracted from optical microscopy images similar to the one
shown in figure 4.3(a). Since the island size, in this case, is close to the resolution limit of the
optical microscope, the resulting areas have large error bars. Unlike the case of exposure to
the 5.2 MHz repetition rate laser (figure 4.2), the areas now depend approximately linearly
on the logarithm of the exposure fluence. Furthermore, at a given fluence, the island area
increases with an increasing number of pulses. In this case, the fluence range was fine tuned
in order to include fluences high enough for island formation for many different numbers
of pulses, while keeping the fluence below the ablation threshold. This results in a narrow
fluence interval. The linearity of the Liu plots over a broader fluence range is confirmed in
appendix 4.5.5.

The eftect of exposure to different numbers of pulses is further examined by performing
a linear fit on a large set of Liu plots, similar to those of figure 4.4(a) and by extracting the
intercepts with the x-axis. This value corresponds to the (single-pulse) oxidation threshold-

fluence Fo, which is then plotted as a function of the number of pulses in figure 4.4(b). This
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Figure 4.4: (a) Liu plot obtained from a 5o nm Ru film on glass exposed to the 200 kHz repetition rate
laser for different number of laser pulses. (b) Threshold fluences for islands formation (F) as a function of
number of pulses. This quantity is obtained from the intercepts with zero from the Liu plots similar to the

one in figure (a).
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shows a modest linear decrease of Fy from a value of 17.5 4 0.5 mJ/cm? for approximately
7 000 pulses, down to a value of 16.1 = 0.5 mJ/cm? for 16 oo pulses. From here, it keeps
decreasing, although with a lower slope. The cumulative effect of exposure to multiple
laser pulses, therefore, becomes less important for N 2 16 ooo. We note that 10 ooo pulses
corresponds to a total exposure time of o ms.

To confirm that our process produces electrically conductive samples, we measured the
sheet resistance of an oxidized sample rinsed in the NaClO solution, using the four-point
probe van der Pauw method ) and compared it with an as-deposited Ru sample, which
has a sheet resistance of 4.3 Q/sq. Oxidation was performed in a oven, in order to oxidize
the whole sample, which is necessary for the four-point probe measurement, at 350 °C at
a 10~ * mbar O, atmosphere for 75 minutes. The sample was then rinsed in the NaClO
solution for 390 s. In this case, we obtained a sheet resistance of 8.6 Q. /sq: only a two-fold
increase with respect to the pristine Ru sample. This result shows that partial oxidation
and subsequent immersion in the NaClO solution does not cause a dramatic increase in

resistivity and produces conductive samples.

4.4 Discussion and Conclusion

For both high- and low-repetition rate lasers we observed the effect of multiple-pulse expo-
sure: with the 5.2 MHz repetition rate, we found non-linear Liu plots and islands with an
area largely exceeding the illumination spot size; with the 200 kHz repetition rate laser we
observed a dependence of the oxidation threshold fluence on the number of laser pulses.
All of these effects could either be due to a (high) temperature increase resulting from mul-
tiple pulse heat accumulation in combination with in-plane heat transport, by an accumu-
lation of (single-pulse) oxidation steps, or by a combination of the two.

Heat accumulation is most likely to occur with the 5.2 MHz repetition rate system due to
the short time interval between the pulses (192 ns) and the relatively long exposure times
(5 to 15 s). In this case, after each laser pulse, the illuminated area does not return to room
temperature before the arrival of the next one. This results in a high temperature increase
which, together with in-plane heat transport, produces a super-linear growth of the (par-
tially) oxidized area as a function of the logarithm of single-pulse exposure fluence, as ob-
served in figure 4.2.

The aforementioned mechanism is less likely to apply to the case of the 200 kHz repetition

rate laser. In this case, the Liu plots are approximately linear (figure 4.4(a)) and the island

74



4.5. APPENDICES

area does not exceed the exposure area as dramatically. The accumulation effect manifests
itself as an increase in the island area at a fixed exposure fluence, for an increasingly higher
number of pulses, as well as a modest decrease of the threshold fluence £ (figure 4.4(b)).
We attribute these features to accumulation of oxidation: each laser pulse oxidizes a frac-
tion of the thickness of the illuminated area. The minimum fluence necessary to oxidize a
thick enough layer to prevent dissolution in NaClO therefore depends on the number of
laser pulses. This process results in a linear dependence of the island area on the logarithm
of the exposure fluence as in-plane heat transport does not seem to increase the island size
dramatically.

In conclusion, we have demonstrated a method for producing conductive Ru/RuQ, is-
lands. We obtained islands with a diameter as small as 500 nm using a 2 zm beam diame-
ter at a wavelength of 1030 nm. Our method can produce sub-diftraction limited island
sizes, which is somewhat surprising for a thermally-driven process. We note that, in prin-
ciple, once the sub-diffraction-limited Ru/RuQ; patterns are obtained, the RuO; can be
reduced back to Ru by exposure to reducing agents such as hydrogen gas at high temper-

[rooro1] Smaller features may be obtained by further fine tuning parameters such

atures
as laser wavelength, beam size and exposure time. Finally, we note that laser-induced oxi-
dation should be taken into account in the interpretation of pump-probe measurements

103

on Rulos:rez11] 3pd, possibly, on other metals as well 23], Our measurements shed some

light on the circumstances under which this can occur.

4.5 Appendices

4.5.1 Penetration depth and fraction of absorbed and reflected light for

ruthenium on glass

The complex refractive index (n, k) of Ru, obtained using ellipsometry, was found to be
(5.271, 5.106) at 800 nm, and (4.925, 5.020) at 1030 nm. The latter values were taken to
be the same as those at a wavelength of 1000 nm, the longest wavelength present in the
ellipsometer data. Considering the small difference with the actual used wavelength of
1030 nm, corrections to these values are most likely to be smaller than a few percent. From
these values, we can calculate the bulk optical power penetration depth in the ruthenium.
We find a value of 12.5 nm at a wavelength of 8oo nm, and 16.4 nm at a wavelength of 1030
nm. Note that when the Ru layer thickness becomes on the order of the penetration depth

or less, interference caused by reflections inside the Ru layer can have a significant effect

75



4. DIRECT LASER PATTERNING OF RUTHENIUM BELOW THE OPTICAL
DIFFRACTION LIMIT

on the total reflection and absorption. To quantify this, we have performed multilayer
calculations to calculate the fraction of absorbed and reflected light at 8oo nm and at 1030
nm, for Ru on glass, with Ru thicknesses of 8, 20 and sonm. The results are shown in Table
4.1. Note that because of the interference inside the layer, the absorbed optical power has
an oscillatory component as a function of the layer thickness, explaining the increase in

absorption when decreasing the Ru thickness from so nm to 8 nm.

Table 4.1: Absorption and reflection fraction for 8oo nm and 1030 nm light illumination for ruthenium on
glass. Note that the reflected and absorbed fractions don’t have to add up to 1 as some light is also transmitted.

Ruthenium thickness (nm) 8 20 50

Fraction absorbed (800 nm) 0.40 0.30 0.31
Fraction reflected (800 nm) 0.43 0.65 0.69
Fraction absorbed (1030 nm) 0.40 0.34 0.30
Fraction reflected (1030 nm) 0.36 0.59 0.69

4.5.2 X-ray photoelectron spectroscopy

In this section we present XPS measurements performed on a pristine, as-deposited, 8 nm
thick Ru sample, and on a sample obtained after exposure to the 5.2 MHz repetition rate
laser and immersion in the NaClO solution. Both samples were deposited on glass. Before
laser exposure, the Ru thickness was 8 nm.

The XPS spectra are shown in figure 4.5. The black curve (vertically displaced) is the one
obtained from the as-deposited Ru sample. The spectrum shows the characteristic peaks
of Ru (highlighted in the figure) and the oxygen 1s peak at 530 eV. The latter is due to the
sub-nanometer native oxide layer forming upon contact with the atmosphere 77!,

The red curve in figure 4.5 is the spectrum obtained from the sample exposed to the laser
and rinsed in the NaClO solution. This curve shows peaks at the same binding energy as
the ones visible in the black curve. The spectra only differ in the relative height between
the Ru peaks and the O 15 peak, as a result of laser-induced oxidation.

These results demonstrates that laser exposure results in partially oxidized Ru films and

that rinsing in the NaClO solution does not introduce appreciable contamination.
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Figure 4.5: XPS spectra obtained from an as-deposited Ru sample (black, vertically displaced) and from
a sample exposed to the 5.2 MHz laser and rinsed in the NaClO solution (red).

4.5.3 Islands largely exceeding the illumination diameter

Here, we show two examples of optical microscopy images of Ru/RuO; islands obtained
by exposing a 5o nm thick Ru film on glass to the 5.2 MHz repetition rate laser focused to a
spot with a 8 um diameter. The exposure fluence is 33 mJ/cm?. After exposure, the samples
were rinsed in the NaClO solution for 390 s. Figure 4.6(a) shows an island obtained with
a 5 s exposure. This island has a diameter of approximately 70 #m. The island shown in
figure 4.6(b) was obtained with a 1 5 s exposure time and has a diameter of approximately 8o
um. The dark region visible in the center of both islands corresponds to a region where the
ruthenium was ablated due to the high local fluence reached in the center of the gaussian
beam.

The fact that we could obtain islands with a diameter approximately ten times larger than

the beam diameter is a clear indication of the presence of in-plane heat transport.

4.5.4 Energy-Dispersive X-ray Spectrometry

In this section we present the elemental characterization of an island resulting from Energy-
Dispersive X-ray Spectrometry (EDX) measurements**). The measurements were per-
formed on an island obtained from a 5o nm thick Ru film deposited on silicon, exposed to
the 200 kHz repetition rate laser and rinsed in NaClO for 720's.

Figure 4.7(a) is an SEM image of the inspected island. It shows a central bright region with

a diameter of approximately soo nm, surrounded by an additional rim located approxi-
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Figure 4.6: Examples of islands with diameters largely exceeding the illumination beam diameter. (a) Island
obtained with a 5 s exposure time. (b) Island obtained with a 15 s exposure time.

mately 1 um from the center.

Figure 4.7(b) shows the EDX signal of Ru as a function of position x, integrated over y
in the area imaged in figure 4.7(a), over the range indicated by the vertical red lines on the
left and right sides of the image. As expected, it clearly shows a peak corresponding to the
island at a position around 1.8 ym.

Figure 4.7(c) is the high-magnification image of the area in the yellow rectangle of figure
4.7(a), showing the outer rim running vertically, approximately in the center of the image.
Figure 4.7(d) is the Ru signal as a function of position x integrated over the vertical direc-
tion y in figure 4.7(c). It shows a small Ru signal, decreasing when moving from left to
right. The Ru signal is very small, due to a the near absence of Ru (as is clear from figure
4.7(b)). The decrease in the Ru signal stops at a position around 2.6 um, close to the rim
delimiting the region surrounding the main Ru/RuO; island. We therefore conclude that
the area immediately around the islands in figure 4.3 and in figure 4.7(a) contains traces of
ruthenium.

In figure 4.8 we show the EDX signals corresponding to Ru, CI, C and Na. The figure
suggests the presence of chlorine in correspondence with the Ru signal. However, inde-
pendent chlorine detection was hampered by the fact that the chlorine Kz! line overlaps
with the Ru La!. This was verified independently in a control experiment on an un-treated
as-deposited Ru sample. The observations are consistent with the absence of chlorine.

The map describing the carbon distribution shows some presence of carbon on the Ru/RuO,
island. XPS measurements on pristine Ru showed the presence of 0.3 nm of carbon which
grew to 2 nm after exposure to the laser. XPS measurements after etching with an NaCIO
solution showed again a carbon thickness of 0.3 nm, similar to that of the pristine layer.
NaClO is known to remove carbon and the 0.3 nm observed after etching is almost cer-

tainly deposited after exposure to ambient atmosphere again.
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Figure 4.7: (a) SEM image of a Ru/RuO; island. The vertical red lines indicate the region over which
the rows of pixels are summed to obtain the plot of figure (b). (b) EDX signal from Ru integrated over the
vertical direction of the region shown in figure (a). (c) High magnification SEM image of the area enclosed
in the yellow square in figure (a). (d) EDX signal from Ru integrated over the vertical direction of the region
shown in figure (c).
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Figure 4.8: EDX signal of the elements indicated above each map obtained from the same region imaged
in figure 4.7(a).
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The EDX map of Na does not show the presence of this element on the sample.

4.5.5 Linearity of Liu plots over an extended fluence range

In this section, we show an example of a Liu plot obtained by exposing a so nm Ru film
on Si to 25 0oo laser pulses at a 200 kHz repetition rate. The laser, similarly to the case of
figure 4.4(a), was focused onto the sample to a spot with a 2 um diameter.

The Liu plot, shown in figure 4.9, does show an approximately linear dependency of the
island area with the logarithm of the exposure fluence. This result therefore supports the

observation of figure 4.4(a).
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Figure 4.9: Liu plot obtained by exposing a 5o nm thick Ru film on Si to 25 ooo pulses at a 200 kHz
repetition rate. The fluence range is broader than the one used in figure 4.4(a), demonstrating the linearity of
the dependence of the island area on the logarithm of the exposure fluence.

81



4. DIRECT LASER PATTERNING OF RUTHENIUM BELOW THE OPTICAL
DIFFRACTION LIMIT

82



Effect of Substrate and Beam Diameter on
Direct Laser Patterning of Ruthenium Thin

Films™

n chapter 4, a method was introduced to produce ruthenium/ruthenium-oxide elec-
I trically conductive islands through laser-induced oxidation of ruthenium thin films,
followed by subsequent removal of the un-oxidized ruthenium using a NaClO solu-

tion. In this chapter, additional insight in the patterning process by measuring the effect
of Ru film thickness and substrate material on the pattern formation is provided. In par-
ticular, understanding the role of the substrate, which aftects the island formation mainly
through the Ru film-substrate interfacial thermal conductance, is crucial. Experimental
results and numerical heat diffusion calculations are used for comparing the island forma-
tion process when using a 2 #m exposure beam diameter and a 0.8 um one. It is shown
that in-plane heat diffusion results in a faster decay of the surface lattice temperature of
the film after exposure to the 0.8 zm beam diameter. Although exposing the samples to a
smaller beam diameter could, in principle, enable obtaining patterns with smaller features,
in-plane heat diffusion may be the limiting factor for the smallest achievable features that

can be obtained using this method.

“This chapter was submitted to Optical Materials Express
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5.1 Introduction

In recent years, novel materials have been investigated with the goal of improving the per-
formance of semiconductor devices[*o+1°s], Among these, ruthenium has raised interest
due to its relatively high nanoscale electrical conductivity resulting from the small grain

sizes [106:107]

In addition, Ru and RuO; are suitable for applications in semiconductor
manufacturing thanks to their chemical and thermal stability 11911l both of which
are beneficial for the lifetime and the performance of devices. Ruthenium being a rela-
tively unknown material, it is worth pointing out a number of interesting properties, such
as the high melting point of Ru (2 583 K), and the fact that the oxide RuO, is also metallic.
Recently we described a method for patterning Ru based on laser-induced oxidation of Ru
thin films"**]. In short, exposure to femtosecond (fs) laser pulses results in a temperature
increase of the Ru film. When the temperature exceeds a certain threshold, a less than 2 nm
thick layer near the surface of the film is partially oxidized. By focusing a beam with a gaus-
sian spatial profile and by tuning the exposure fluence, repetition rate and exposure time, it
is possible to limit oxidation to the most central region of the beam. The un-exposed Ru is
dissolved using a NaClO solution, while the top layer of RuO, prevents dissolution of the
exposed region, such that the Ru pattern with a thin conductive RuO; top layer remains.
Using a fs pulsed exposure laser with a 1030 nm wavelength, focused to a spot with a 2 zm
diameter this method allowed us to obtain islands with a diameter of approximately soo
nm: four times smaller than the beam diameter and therefore below the optical diffraction
limit of the system used for illumination.

Here, we further explore our patterning method with the aim of providing additional in-
sight into its applicability. We explore the effect of Ru film thickness, correlating it with
the exposure fluences necessary to produce the patterns. We calculate the absorption of Ru
as a function of the film thickness, which shows a weak dependence for thicknesses above
approximately 8 nm. We find that the threshold fluence necessary to produce Ru/RuO,
islands from 20 nm and so nm thick films, scales with the film thickness. This suggests
that the fluence needed for applying this method to different film thicknesses may simply
be predicted from the film thickness, as long as the film is homogeneously heated over its
thickness.

The role of the substrate material underneath the Ru is studied by comparing the island for-
mation process on three different substrates: glass, sapphire and silicon. We extract similar
threshold fluences for sapphire and silicon, regardless of their different thermal conductiv-

ities. This suggests that the Ru/substrate interfacial thermal conductances (ITC) for the
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three substrate materials play a crucial role in slowing down heat transport into the sub-
strates.

Results obtained with different exposure beam diameters are compared both by measur-
ing the island-formation threshold fluence as a function of the number of pulses used for
exposure and by numerical simulations of heat diftusion. This shows that, after exposure
to 2 0.8 #m beam diameter, in-plane heat transport results in a faster decay of the lattice
surface temperature, compared to exposure to a 2 um diameter beam. While in principle
the possibility to produce patterns by means of a smaller exposure diameter would make
it possible to obtain features with smaller dimension, in-plane heat transport may be the

limiting factor determining the minimum achievable feature size.

5.2 Materials and methods

Ruthenium thin films were deposited via magnetron sputtering at an argon plasma pres-
sure of 2 X 1072 mbar. Glass, silicon and sapphire were used as substrates. The substrates
were chemically cleaned using a solution of ammonium hydroxide (NH4OH) with hydro-
gen peroxide in water and, subsequently, rinsed in isopropanol.

A schematic of the setup used for laser exposure is shown in figure s.1. The laser has a

! Beam block

A2

Sample

-

Figure 5.1: Schematics of the laser-exposure setup used for producing the laser-induced oxidation with
variable beam diameter before immersion in the NaClO solution /. PBS: polarizing beam splitter; SLM:
spatial light modulator.

1030 nm wavelength and delivers pulses with a duration of approximately 200 fs with a
200 kHz repetition rate. A half-wave plate and a polarizing beam splitter (PBS) are used
to control the exposure fluence. We note that, throughout this work, we report the single-
pulse fluence even when referring to exposure to multiple pulses. A reflective spatial light

modulator (SLM) is used to control the diameter of the beam. This is done by forming a
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blazed grating within a circular area on the SLM. This grating eftectively acts as an aperture,
as only the light that hits the grating will show a first order diffraction. By changing this
effective-aperture diameter, the diameter of the first-order diffracted beam is varied. The
diffracted beam is then directed to a microscope objective, which focuses it onto the sam-
ple. The beam diameter at the focus of the objective can be continuously varied between
2 um and 0.8 xm by varying the diameter of the effective aperture of the spatial light mod-
ulator. When the aperture is fully open, the diameter of the first-order-diffracted beam is
largest and it illuminates the full entrance of the objective, resulting in the smallest focal
diameter of 0.8 um. Decreasing the effective aperture diameter reduces the diameter of the
diffracted beam, which results in an increased focal spot diameter.

After exposure, the samples were immersed in a 3-7% NaClO solution in water, which dis-
solves the un-exposed Ru and leaves only the partially oxidized areas on the substrates. Af-
ter this, the samples were rinsed in demineralized water and, subsequently, in isopropanol.
The Ru/RuO, island formation process is studied by measuring the area of the islands re-
maining after the aforementioned fabrication procedure, using an optical microscope. We
then plot the area of the islands as a function of the logarithm of the exposure fluence of
the beam. When this so called Liu plot [4s) is linear, it is possible to extract the (single-pulse)
threshold fluence for island formation by performing a linear fit to the data and, from this,

extracting the fluence value at which the area is zero.

5.3 Results

To gain more insight into the effect of Ru layer thickness on the amount of absorbed light,
we calculated the percentages of absorbed, transmitted and reflected light as a function of
the Ru film thickness on glass. The calculations were performed by assuming light orthog-
onally incident on the sample, and using the complex refractive index 7z = # + 7k of Ru
obtained earlier using ellipsometry, namely z = 4.925 + 75.020, obtained at 1 ooo nm,
the longest wavelength accessible in the ellipsometer. For glass, we used a refractive index
of 1.5.

The results are shown in figure 5.2. The percentages of reflected and transmitted light
approach the bulk values for thicknesses above approximately 6o nm (69% and ~0% in
the figure, respectively). The amount of absorbed light (black solid line) has a maximum
of 40% for a Ru thickness of 8 nm, after which it slightly decreases to a value of 29% at a

thickness of approximately 40 nm and increases again until reaching the bulk value of 33%
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Figure §.2: Calculated amounts of absorbed (black, solid line), reflected (red, dashed-dotted) and trans-

mitted (blue, dashed) light with a wavelength of 1000 nm from Ru films on glass, as a function of ruthenium
thickness.

around 8o nm. Below, we will show results of experiments performed on Ru layers having
athickness of 20 and so nm. From figure 5.2 we can see that for the 20 nm thick sample, the
expected percentage of absorbed light is 34 %, whereas for the 5o nm thick layer it is about
30%. The same calculations resulting in figure 5.2 were performed for Ru on sapphire and
for Ru onssilicon. The refractive index of the substrates used in the calculations was 1.7557
for sapphire and 3.5757 4 74902 x 10~* for silicon. For both substrates, the calculations
do not show large variations in the amount of absorbed light for Ru film thickness above
~I0nm.

Table 5.1 summarizes the results described above, showing the calculated amounts of ab-
sorbed light for 20 nm and so nm thick Ru films on glass, sapphire and silicon for a wave-
length of 1 coo nm. For each of the three substrates the absolute variation of the amount
of absorbed light with film thickness is below 10% for thicknesses above approximately 10

nm.

As anextstep, we tested our patterning method on Ru samples on glass with a thickness of

Table s.1: Calculated percentages of absorbed light for 20-nm and so-nm thick Ru films on different
substrates

Substrate Absorption (20 nm Ru)  Absorption (50 nm Ru)
Glass 34% 30%
Sapphire 32% 30%
Si (includes 5 nm native SiO;) 24% 29%

20 nm and so nm, in order to characterize the dependence of the island-formation thresh-

old fluence on film thickness. The samples were exposed to the beam focused to a 2 um
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diameter spot, 10 0oo pulses and a (single-pulse) fluence varying from 0.8 mJ/cm? to so
m]/cm?.

Figure 5.3(a) shows the optical microscopy image of an 8 X8 grid of Ru/RuO islands re-
maining after exposure (followed by rinsing in the NaClO solution) of a 20 nm thick Ru
film. Each spot corresponds to a different exposure fluence, which increases from the top
right to the bottom right corner in a meandering fashion. The first row of islands is missing
(top region, hence only 7 rows are visible), and the second row only shows islands, corre-
sponding to the white spots, starting from the second position from the left. The first row
is absent because the exposure fluence did not result in the formation of a thick enough
oxide to prevent dissolution of the Ru in the NaClO solution. The second line (the first
visible one from the top) consists of seven bright spots, corresponding to the Ru/RuO,

1] the islands can have diameters from

islands. As demonstrated previously (chapter 4)!
soo nm to a maximum of 2 um. The exposure fluence for these spots is between 7.8 m]J/cm?
and 10.25 mJ/cm?. The regions exposed to higher fluences have an irregular shape and a
hole in the center, indicating damage in the form of ablation of the Ru. The same exper-
iment was performed on a so nm thick Ru sample, for which we found that the fluence
interval corresponding to island formation is from 16.4 m]J/cm? to 23.4 mJ/cm?.

To extract a more precise threshold fluence for island formation, we performed a Liu anal-
ysis on the Ru/RuO; islands shown in figure 5.3(a) (20 nm thick Ru film), and on the
islands obtained on the so nm thick Ru sample. The results are shown in figure 5.3(b).
For this plot, and for all the others presented in this paper, we only extracted the areas of
the ”smooth-looking” Ru/RuO; islands and excluded the damaged ones. The solid lines
are the linear fits to the data, from which the threshold fluences are extracted. The island-
formation threshold fluence is 7.5 mJ/cm? for a 20 nm film, and 16.1 mJ/cm? for a 50 nm
film. Island formation therefore occurs at a lower fluence for a 20 nm film, compared to a
50 nm one.

Similar results were obtained for the same film thicknesses when exposing the samples to so
ooo pulses, instead of 10 0oo. In that case, the extracted threshold fluences are 4.8 m]J/cm?
(for the 20 nm thick film) and 10.8 mJ/cm? (for the so nm thick film). This agrees with
what we have shown earlier: exposure to a higher number of pulses results in only a mod-
erate decrease in the threshold fluence"""). We note that the ratio between the threshold
fluences for the 20 nm film and for the 5o nm one (0.43 for 10 ooo pulses exposure; 0.44
for 50 0oo pulses exposure) is similar to the ratio of the film thicknesses (0.4). As we show
in figure 5.2, the two films absorb similar amounts of light. After absorption, thermalisa-

tion of the electrons with the lattice occurs on a picosecond time-scale [102] ' After that, the
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Figure 5.3: (a) Optical microscopy image of an 8 X8 grid of exposure sites obtained from a 20 nm thick Ru
film on glass. Each site was exposed to a different fluence, increasing from the top-right to the bottom-right
corner of the image. (b) Liu plots obtained from optical microscopy images similar to figure (a) from a 20 nm
(black) and a so nm (red) thick ruthenium film. Note the logarithmic scale of the horizontal axis.

thermal energy density in the film formed at the island formation threshold fluence scales
by the same factor as the thickness: an #-fold thickness increase in thickness corresponds
to an n-fold increase in threshold fluence. This should allow to extrapolate the fluences
necessary to obtain Ru/RuO; patterns from Ru films with a chosen thickness, at least as
long as it can be assumed that the film is homogeneously heated throughout its thickness.
The latter is confirmed by two-temperature model calculations (see also below) for a 5o
nm thick layer, which show that after approximately 2.5 ps, the lattice temperature at the
surface is only about 20 K higher than at the back of the layer. This might, however, not
be true for much thicker films.

In the following, the effect of different substrates on the production of Ru/RuO, patterns

is studied. We deposited so-nm-thick Ru films on two additional different substrates: sap-
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phire and silicon. The laser was again focused to a 2 um spot and the films were exposed to
25 000 pulses. The exposure fluence was varied between 0.6 mJ/cm? and 40 mJ/cm?, in an
experiment similar to the one resulting in figure 5.3. For sapphire (silicon), Ru/RuO,
islands are formed for fluences between 15 mJ/cm? (15.6 mJ/cm?) and 29 mJ/cm? (30
m]/cm?). At higher fluences, damage was observed.

The Liu plots obtained from the optical microscopy images of the samples are shown in
figure 5.4. For Ru deposited both onssilicon (black dots) and sapphire (red triangles) we ob-
serve a linear dependence of the island area on the logarithm of the exposure fluence. This
allowed us to perform a linear fit (solid lines) and extract the threshold fluences for island
formation, similar to what we did for Ru on glass shown in figure 5.3(b). The threshold
fluence is 14.4 mJ/cm? for Ru on sapphire and 15.3 mJ/cm? for Ru on silicon.

The thermal conductivity of sapphire is 23 W K~! m™! 751 while that of silicon is 142
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Figure §.4: Liu plots obtained from the areas of Ru/RuQ; islands produced from so nm thick Ru de-
posited on silicon (black circles) and sapphire (red triangles) exposing the samples to 25 ooo pulses

W K~!m™!. Given such a large difference in the thermal conductivities of the substrates,
it is a bit surprising that the threshold fluences for island formation are not very different
between sapphire and silicon. Note that these numbers are still comparable with those
found for Ru on glass for 10 0oo shots (16.1 mJ/cm?) and for 50 coo shots (10.8 mJ/cm?),
even though glass has a much lower thermal conductivity of about 1.14 W K'm™L A
higher thermal conductivity should result in a more efficient diffusion of heat from the
metal into the substrate, therefore lowering the Ru temperature in a shorter time. This
would require higher fluences to maintain a high enough temperature for a long enough
time to form the oxide layer which prevents dissolution in the NaCIO solution. However,
the threshold fluences for Ru on sapphire and on silicon, for example, are very similar (14.4

m]/cm? for Ru on sapphire; 15.3 for Ru on silicon) while their thermal conductivities are
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very different. The small difference with glass is even more striking, considering that its
thermal conductivity is more than an order of magnitude lower than that of sapphire. The
fairly similar fluence thresholds are probably due to the presence of a finite heat diffusion-
limiting interfacial thermal conductivity (ITC)[792]. Tt is therefore possible that finite ITCs
result in similar heat transfer dynamics even if the thermal conductivities of the substrates
are largely different. For silicon, the presence of a native oxide may also have an effect on
the heat diffusion into the substrate, having interfaces with both the Ru and the silicon,
effectively lowering the ITC between the Ru and the silicon.

The patterning method allows us to fabricate Ru/RuOj islands with a diameter below the
optical diffraction limit of the system used for the exposure. Indeed, we obtained islands
with a diameter of about 500 nm by focusing the 1030 nm laser to a spot with a 2 ¢m di-

ameter 111

I To study the effect of the laser spot size on the formation of these islands, we
exposed the Ru to a beam focused to 0.8 um diameter. This was done on a 5o nm thick Ru
film on glass. Again, 8 x8 grids of regions exposed to different fluences were produced.
Figure 5.5 is the optical microscopy image of one grid of Ru/RuO, islands on glass ob-
tained by exposing the sample to 10 ooo laser pulses with a 0.8 zm diameter beam. Similar
to figure s5.3(a), the exposure fluence increases from the top-right corner to the bottom-
right corner in a meandering way. The exposure fluence was varied between 2 mJ/cm? and
124 mJ/cm?. The two topmost rows of exposed spots are empty, showing that a not thick
enough RuO, layer formed on top of the Ru, while the islands in the two lowest rows show
evident signs of laser-induced damage. This is also true for the five islands on the right of
the third row from the bottom of the grid. From this, the fluence resulting in island forma-
tion ranges from 35 mJ/cm? to 75 mJ/cm?. This result demonstrates that not only a 2 um,
but also a 0.8 um dameter exposure spot is capable of producing Ru/RuQ; islands. Note
that because the substrate used for these experiments is glass, SEM imaging could not be
used to determine the size of the smallest islands created due to charge accumulation on
the sample.

We repeated the experiment resulting in figure 5.5 by using 1, 1 000, 20 000, 50 000 and
200 o0oo pulses. Exposure to a single pulse did not result in island formation. The diam-
eters of the Ru/RuO; islands were extracted to obtain the Liu plots similar to those of
figure 5.3(b), which are shown in figures 5.6(a) to (e).

We note that the islands have dimensions which are close to the resolution of the optical
microscope, resulting in the relatively large error bars in the plots in figures 5.6(a)-(e). In ad-
dition, the smallest increase in island diameter that we could extract corresponds to about

one image pixel. For this reason, plateaus appear in the data in the Liu plots. However,
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Figure 5.5: Optical microscopy image of a grid of Ru/Ru0Q; islands obtained with a 0.8 m exposure
diameter. The so nm thick Ru film was exposed to 10 ooo pulses with fluence increasing in a meandering
fashion. The fluence increases from the top-right to the bottom-right corner of the grid.

it can be seen that the area of the islands scales approximately linearly with the logarithm
of the exposure fluence within the error bars, and taking into account the aforementioned
step-wise increase due to the microscope resolution. In addition, by comparing figures
5.6(a) to (d), the lowest fluence that results in the formation of a Ru/RuO; island decreases
with exposure to a higher number of pulses. An exception is figure 5.6(e), corresponding
to exposure to 200 0oo pulses, in which the smallest island forms at an exposure fluence
slightly higher than the one corresponding to 5o coo pulses. This difference is currently
not understood.

To determine the threshold fluence £ for island formation, linear fits in the data in figures
5.6(a)-(e) were performed (solid lines), similar to what was done in figures 5.3 and 5.4. In
figure 5.7 we plot Fy as a function of the number of pulses extracted from the Liu plots of
figures 5.6(a)-(¢). The threshold fluence decreases steeply in a non-linear fashion from s 1
m]J/cm? at 1 ooo pulses, down to 25 mJ/cm? at 50 coo pulses. A moderate increase occurs
for exposure to 200 ooo pulses, at which Fy has a value of 30 mJ/cm?. This marked depen-
dence on number of pulses is an indication that heat and/or oxidation accumulation plays
arole in the island formation.

In the previous sections, the results obtained by exposing the samples to a beam focused to
a2 um and to a 0.8 um diameter were reported. For the 2 um spot, we found a threshold
of 10.8 mJ/cm? for Ru on glass exposed to 50 ooo pulses, significantly lower than for the
0.8 um laser spot size.

We now turn to the heat diffusion analysis. Heat deposited by the laser can diffuse in the

direction orthogonal to the sample surface and into the substrate, and it can diffuse radi-
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Figure 5.6: Liu plots obtained by extracting the Ru/RuOs island areas after exposure to the laser focused
to a 0.8 gm diameter spot, for different numbers of pulses (indicated in the figures).

ally in the in-plane direction. To quantify the effect of heat diffusion, we performed heat

diftusion calculations for a 5o nm thick Ru film on glass in order to model the temporal
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Figure 5.7: Island formation threshold fluence Fy extracted from the Liu plots of figure 5.6, as a function
of the exposure number of pulses.

and spatial evolution of the temperature at the surface of the Ru film which, in turn, re-
sults in oxidation. In the following, the procedure used for performing these calculations
is described (a more detailed description is provided in chapter 2, section 2.4).

As a starting point, the percentage of absorbed light was calculated in the same way as for
figure 5.2. In metals, the energy deposited by laser illumination is absorbed by the elec-
tron gas. The electron gas thermalizes on a timescale of a few hundreds femtoseconds [5°1.
Subsequently, within a few picoseconds, the electron gas transfers energy to the lattice via
electron-phonon coupling. The energy exchange between the electron gas and the lattice
is described by the two-temperature model (TTM)#7). This model consists of two coupled
differential equations describing the spatio-temporal evolution of the temperature of the
electron gas and of the lattice, respectively. The TTM was used to obtain the spatial tem-
perature profile of the lattice once it approximately reaches thermal equilibrium with the
electron gas, which occurs after approximately 2 ps after the light absorption. The tem-
perature distribution of the lattice at this moment is used as the starting condition for the
single-temperature heat diffusion calculation described below. The latter calculations fo-
cus only on the lattice temperature.

In order to model heat transport, we assume rotational symmetry, assuming no azimuthal-

angle dependence. The heat diffusion equation thus obtained is:

Ou k [32u lau} 1 0kOu  k O%u

o o2 o G-
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Where # is the temperature, 7 is the radial coordinate, 2 is the depth within the sample, £ is

the thermal conductivity, p the material density and ¢ the specific heat capacity. In-plane
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heat diffusion is described by the terms between the square brackets. The 2z-dependence
of the thermal conductivity (k = k(z)) is included to model a system consisting of differ-
ent layers. Its derivative is nonzero only at the interface between two materials which, in
the case described here, is the interface between the Ru film and the substrate. Equation
5.1 was numerically solved using a forward-difference method. At the interface between
the Ru and the substrate, jump matching conditions, as described in (52, were used. Our
numerical calculations are limited to single pulse excitation only. Nevertheless, as we will
show, this still gives significant insights into the heat diffusion dynamics occurring in our
samples.

The temperature at the surface (z = 0) of a 5o nm Ru film on glass was calculated using
the method described above, after exposure to a single laser pulse with a gaussian spatial
cross section. In the calculations for Ru we used p = 12.45 x 10° kgm ™3, c=238 T kg™!
K 'and k£ =120 W K~ m~!["2], For borosilicate glassweused k = 1.14 W K-! m_l,ﬁ
=2.23 X10° kgm™3,and ¢ = 820 ] kg ™! K~1. The value of the ITC between Ru and glass

2 was measured in 5" for Ru

is unfortunately unknown. A value of 3.5 x10® WK1 m™
on sapphire. Since we do not know this value for Ru on glass and, furthermore, because it
can change based on the Ru deposition method, we varied its value between 10% and 10'°
W m~2 K. The calculations were performed for exposure diameters of 2 #gm and of 0.8
um. An exposure fluence of 1 nJ was used for the 2 um diameter beam and 0.16 nJ for the
0.8 um diameter one. Although heat transport can be affected by differences in the ITC,
we found that the general conclusions that we can draw by comparing the results for the
two exposure diameters, do not strongly depend on this value.
Figure 5.8 shows the temporal evolution of the temperature at the center of a spot exposed
to a 2 um beam diameter (red curve) and to a 0.8 um beam (black curve). An ITC value
of 10> W m™2 K™ was used in this calculation. From the initial temperature of approx-
imately 935 K, a steep temperature decrease occurs up to approximately 20 ps for both
curves, although the decay of the black (dashed) curve begins to deviate from the red (solid)
one already around 20 ps. This initial steep decay is associated, in both cases, with the equi-
libration of the lattice temperature within the Ru layer, as confirmed by comparing these
heat transport calculations with TTM calculations in Ru for the first 20 ps. In this time
interval, the curves overlap because there has not been enough time yet for radial heat dif-
fusion and heat diffusion into the substrate.

The faster decay of the surface temperature observed at times > 20 ps for the 0.8 um
diameter exposure with respect to that of the 2 um exposure is due to the fact that, for a

smaller focal diameter, the spatial temperature distribution has a steeper gradient in the ra-
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Figure 5.8: Calculated temporal evolution of the surface temperature at the center of the illuminated spot
on a so nm thick Ru film for a 2 gm (red) and a 0.8 zm (black dashed) beam diameter.

dial direction. For Ru, for spot sizes smaller than about 1 um diameter, loss of heat in the
center of the spot due to radial heat diffusion overtakes loss of heat by diffusion into the
substrate. This results in a more rapid in-plane heat transport and, therefore, more rapid

temperature decrease.

5.4 Discussion

The partial oxidation of the Ru film, which prevents dissolution of the exposed regions in
the NaClO solution, occurs as a consequence of a laser-induced temperature increase of
the metal. A thick enough oxide is formed once a high enough temperature is reached and
maintained for along enough time. Testing the Ru/RuO; formation method on Ru films
with different thicknesses and on films deposited on different substrates provides insight
into the role of heat diffusion orthogonal to the sample surface. In particular, the results
presented in figures 5.3 indicate that the threshold fluence necessary for the formation of
a thick enough RuO; layer (F5) depends directly on the initial Ru thickness. This result,
combined with the fact that the calculated optical properties of Ru showed a moderate de-
pendence on the film thickness between ~ 8 nm and 100 nm (figure s.2), strongly suggests
that the threshold fluence for Ru/RuQ; island formation in these samples solely depends
on the energy density in the film after exposure. This conclusion holds as long as the Ru
film is homogeneously heated over its thickness. For much thicker films this consideration

probably does not hold. However, within the limit of homogeneously heated films, once

96



5.4. DISCUSSION

Fy has been determined for the exposure conditions used, such as the number of pulses
or the beam diameter, it is possible to estimate a priori the value of Fj for a different film
thickness.

The observation of similar island-formation threshold fluences obtained for Ru deposited
on substrates with a relatively large difference in thermal conductivities (sapphire, silicon
and glass) can be explained in terms of the interfacial thermal conductance between the
metal and the substrate. For a homogeneously heated Ru film the lattice temperature de-
creases as a consequence of in-plane heat transport and diffusion into the substrate. Ide-
ally, if the ITC between the metal and the substrate was infinite, heat diffusion from the
Ru into the substrate would be purely determined by the thermal conductivity and the
heat capacity of the substrate, as well as the total thermal energy contained in the Ru, and
so would the threshold fluence Fy. However, finite values of ITC limit the heat diffusion
from the metal into the substrate. It is therefore possible that differences in the thermal
conductivities of the substrates are compensated by differences in the ITC, resulting in
similar threshold fluences. This hypothesis should be confirmed by measurements of the
ITC, which unfortunately are non-trivial to do and which were not performed at this stage.
The role of in-plane heat diftusion is understood as follows. Figure 5.7 shows a steep non-
linear decrease of Fy obtained after exposure to an increasing number of pulses using a
0.8 um beam diameter. This result differs from our previous observation of a moderate
linear decrease obtained when using a 2 #m exposure diameter 1] (chapter 4). The cal-
culated temporal evolution of the Ru lattice-temperature at the surface of the film shows
a faster temperature decay after exposure to the 0.8 ¢m beam starting from approximately
20 ps after exposure. This is due to the fact that the smaller exposure spot corresponds to a
steeper radial temperature gradient. This increases the rate of in-plane heat diffusion and
results in a faster temperature decay. For this reason, the decrease of the surface tempera-
ture at the center of the exposed region during the s s occurring between the arrival of
each laser pulse (since the repetition rate of the laser is 200 kHz) is significantly larger for
exposure to the 0.8 m beam than for the 2 m one. The key difference here is that, after
exposure to a 2 um spot, a high enough temperature necessary for oxidation is maintained
for a long enough time, allowing oxidation of a small fraction of the film. For the 0.8 zm
beam and the same number of laser exposure pulses, on the other hand, the decay is too
fast. Therefore, a higher initial temperature needs to be reached, and thus a higher fluence
has to be used, so that the surface lattice temperature is maintained above the oxidation
threshold temperature for a long enough time after exposure. The latter conclusion is also

supported by the fact that, overall, the threshold fluences extracted for exposure to the 0.8
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um exposure diameter are higher than those extracted for the 2 um exposure.

s.s Conclusion

We have studied the formation of Ru/RuQ; islands on various substrates, formed by par-
tial oxidation of the Ru by multiple focused laser pulses, followed by removal of the unox-
idized Ru in a NaClO solution. From measurements on 20- and so-nm-thick Ru layers
on glass, and from the calculated amount of absorbed light, we conclude that the fluence
threshold for island formation can be estimated a priori for different layer thicknesses. Sub-
sequently, the role of the substrate material was tested leading to the conclusion that the
main parameter determining the island-formation threshold fluence for different substrate
materials is the interfacial thermal conductance between the Ru and the substrate, rather
than the thermal conductivity of the substrate alone.

When using a sub-micron exposure beam diameter we also show that in-plane heat diftu-
sion likely affects the island-formation process. Although a small exposure diameter may
make it possible to produce patterns with increasingly small dimensions, we show that the
role of in-plane heat diffusion must be taken into account as it may limit the effective spa-

tial resolution achievable by this patterning method.
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SUMMARY
Ruthenium thin films: terahertz generation

and direct laser patterning

The study of materials and the development of suitable techniques to exploit them have
always been a driving force for the technological advancement of humanity. In the current
era, information technology plays a central role in the global economy and society. There-
fore, a significant effort is directed towards the improvement of materials and techniques
involved in the production of electronic devices, such as integrated circuits. In this field,
one of the main challenges is the need to manufacture components with increasingly small
features, allowing to increase the computational power of the final products. Decreasing
the production costs by establishing novel processing techniques or optimizing existing
ones, as well as introducing novel materials, can promote the development of this field.
Optical lithography is one of the main techniques used to produce printed circuits. It con-
sists of changing the solubility of a resist deposited on top of the end material by shining
a light source onto it. This way, it is possible to selectively remove certain portions of the
end material or add other materials and obtain a conductive pattern.

Ruthenium is a candidate for applications in the field described above thanks to its rela-
tively high electrical conductivity, chemical stability and high melting temperature. The
latter property allows it to withstand high power illumination before incurring into light-
induced damage. In addition, the oxide RuO, is also metallic, compared to other metal-
oxides, such as copper-oxides. For these reasons, this thesis focuses on the study of ruthe-
nium.

In detail, Chapter 3 focuses on the emission of coherent terahertz (THz) electromagnetic
radiation from Ru thin films. It is demonstrated that Ru emits THz radiation as a result
of illumination with a near-infrared femtosecond laser pulse through a second-order non-
linear optical process. It is also shown that laser-induced oxidation can occur and that the
amount of oxidation, resulting either from laser exposure or from thermal annealing, cor-
relates with the emission-strength of the THz radiation. This result also shows that THz

radiation can be used as a probe for the degree of oxidation of Ru samples.
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The angle of the THz polarization was determined and a surprising dependence on the sub-
strate materials and on oxidation was observed. While the THz electric field is polarized
orthogonally to the sample surface for un-oxidized Ru films on sapphire and calcium fluo-
ride (CaF,), an additional polarization component, parallel to the sample surface is present
for un-oxidized Ru deposited on boro-silicate glass. Furthermore, for (partially) oxidized
Ru films, this THz polarization component parallel to the sample surface is present also
for films deposited on sapphire or CaF,, in addition to Ru on glass. Even more surpris-
ingly, any time a THz polarization component parallel to the sample surface is present, it is
shown that the THz electric field points towards a fixed direction along the sample surface.
This observation highlights the presence of some source of asymmetry, resulting in a pref-
erential orientation of the THz electric field. The source of this asymmetry was searched
through two-dimensional x-ray-diftraction and atomic force microscopy butit is currently
unknown. Since the only evidence of this asymmetry is the polarization of the THz radia-
tion, this shows that THz emission can be used as a tool for the study of material properties
with a potentially higher sensitivity compared to other techniques.

In Chapter 4, the laser-induced oxidation process demonstrated in Chapter 3, is applied to
produce patterns. Immersion in a NaClO solution in water dissolves and removes the Ru
from the substrates, leaving only the partially oxidized areas. Laser-induced oxidation and
removal of the un-oxidized Ru through the NaClO solution is presented as a method for
producing conductive patterns consisting of Ru with a thin layer of RuO; on top. A proof
of concept is provided by producing near-circular Ru/RuO islands with an as-small-as-
possible diameter. Remarkably, islands with a diameter as small as soo nm were obtained
using a 1030 nm wavelength exposure laser, focused to a spot with a 2 um diameter. These
islands, therefore, have a diameter below the optical diftraction limit of the optical system
used for exposure.

The island formation process is compared between the case of laser exposure performed
using a high-repetition-rate laser focused to a spot with a diameter of 8 zm and that of ex-
posure to a low-repetition-rate laser focused to a spot with a diameter of 2 um. Evidence
of heat accumulation and in-plane heat diffusion was observed in the first case. This is
because the short time interval occurring between the arrival of each laser pulse does not
allow the lattice to return to its initial temperature. The low-repetition-rate laser, on the
other hand, showed evidence of accumulation of oxidation, rather than accumulation of
heat.

In chapter s the patterning method introduced in chapter 4 is further investigated with

the goal of providing insight on its potential and its limitations, as well as additional under-
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standing of the island-formation process. The role of Ru film thickness is probed showing
that within the limits in which the Ru film can be considered to be homogeneously heated
by the exposure-laser pulses, the threshold fluence for island formation can be determined a
priori. In addition, the method is tested on Ru deposited on different substrates: glass, sap-
phire and silicon. It is shown that the island formation threshold fluence depends weakly
on the substrate. This is because, after laser exposure, heat diffusion into the substrate is
limited by the finite interfacial thermal conductance (ITC) between the ruthenium and
the material underneath.

The role of the exposure-beam diameter is tested by measuring the island formation thresh-
old fluence as a function of the number of laser pulses using a 0.8 um exposure beam di-
ameter. These results are compared to the ones presented in chapter 4, obtained by using
a2 um beam diameter. By combining this with heat diftusion calculations it is shown that
in-plane heat diffusion has a stronger effect when using a sub-micron exposure beam diam-
eter, compared to the 2 zm one. While, in principle, one could expect that a smaller beam
diameter allows to obtain Ru/RuQ; patterns with smaller dimensions, in-plane heat dif-
tusion could limit the sharpness of the obtained patterns.

In conclusion, the study of THz emission from Ru provided additional understanding of
its optical and material properties. THz emission can be applied to the study of materials
given its high sensitivity which allows to detect features which can go unnoticed through
other techniques. Further, a method for producing Ru based conductive patterns was in-

troduced, representing a cheaper and simpler alternative to conventional optical lithogra-

phy.

103



SUMMARY

104



SAMENVATTING
Ruthenium dunne lagen: terahertz generatie

en directe laser patroonvorming

Het onderzoeken van materialen en de zoektocht naar geschikte technische toepassingen
zijn altijd al een drijvende kracht achter de technologische vooruitgang van de mensheid
geweest. In deze moderne tijd speelt informatietechnologie een centrale rol in de werelde-
conomie en samenleving. Daarom wordt er veel moeite gestoken in het verbeteren van
de materialen en technieken die betrokken zijn bij de productie van elektronische appa-
raten, zoals geintegreerde schakelingen. Een van de grootste uitdagingen in dit onderzoeks-
gebied is het vervaardigen van steeds kleinere structuren op deze componenten, waardoor
de rekenkracht van het eindproduct kan worden vergroot. Het ontwikkelen van nieuwe
procestechnieken, het optimaliseren van bestaande methoden, evenals de introductie van
nieuwe materialen kunnen de productiekosten verlagen en daarmee de vooruitgang van dit
onderzoeksgebied stimuleren.

Optische lithografie is een van de belangrijkste technieken die wordt gebruikt voor het
vervaardigen/printen van computerchips. Dit proces omvat het lokaal veranderen van de
oplosbaarheid van een fotolak die is aangebracht op een dunne laag, door blootstelling aan
een lichtbron. Hierdoor kunnen bepaalde delen van die laag selectief worden verwijderd,
of juist toegevoegd worden, wat resulteert in een elektrisch geleidend patroon.
Ruthenium is een veelbelovende materiaal in de technologie zoals hierboven beschreven.
Dit komt dankzij zijn relatief hoge elektrische geleidbaarheid, chemische stabiliteit en hoog
smeltpunt. Vanwege dit hoge smeltpunt kan het ook een hoge lichtintensiteit weerstaan
zonder dat er licht-geinduceerde schade optreedt. Bovendien heeft het oxide RuO, dat
zich vormt ook een relatief hoge geleidbaarheid in vergelijking met andere metaaloxiden,
zoals koperoxiden.

Hoofdstuk 3 zich op de emissie van coherente terahertz (THz) elektromagnetische stral-
ing van dunne lagen ruthenium (Ru). Hier wordt aangetoond dat de THz-straling die
het ruthenium uitzendt, het gevolg is van de bestraling met een nabij-infrarode femtosec-

onde laserpuls en via een niet-lineair optisch proces van de tweede orde verloopt. Ook
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wordt aangetoond dat laser-geinduceerde oxidatie kan optreden en dat de mate van oxi-
datie, zowel door blootstelling van de laser als door verwarming in een oven correleert met
de sterkte van de THz-emissie. Dit resultaat toont bovendien aan dat THz-straling kan
worden gebruikt om de oxidatiegraad van Ru lagen te bepalen.

Door de polarisatichoek van de THz-straling te meten, is er een verrassende athankeli-
jkheid van de substraatmaterialen en oxidatie vastgesteld. Terwijl voor niet-geoxideerde
Ru-films op saffier en calciumfluoride (CaF,), de polarisatie van het THz-elektrische veld
loodrecht op het Ru oppervlak is gericht, is er bij niet-geoxideerd Ru op borosilicaatglas
een extra polarisatiecomponent parallel aan het oppervlak aanwezig. Verder is deze paral-
lelle polarisatieccomponent ook aanwezig bij (gedeeltelijk) geoxideerde Ru lagen wanneer
deze op saffier of CaF, substraten zijn gefabriceerd. Nog verrassender is dat, telkens wan-
neer een parallelle THz-polarisatieccomponent aanwezig is, het THz-elektrische veld een
vaste richting langs het oppervlak aanneemt. Dit wijst op een asymmetrische effect dat
een voorkeursrichting van het THz-veld veroorzaakt. Hoewel er met behulp van tweedi-
mensionale réntgendiffractie en atoomkrachtmicroscopie gezochtis naar de onderliggende
oorzaak van deze asymmetrie, is deze tot op heden nog steeds onbekend. Aangezien de po-
larisatie van de THz-straling de enige aanwijzing voor deze asymmetrie is, betekent dit dat
de THz-emissie kan worden gebruikt als een gevoelige techniek voor het bestuderen van
materiaaleigenschappen.

In Hoofdstuk 4 wordt het laser-geinduceerde oxidatieproces van Hoofdstuk 3 toegepast
om patronen te produceren. Door het onderdompelen van het ruthenium in een NaClO-
oplossing, wordt het niet-geoxideerde Ru opgelost en verwijderd, waarbij alleen de gebieden
die gedeeltelijk zijn geoxideerde achter blijven. Laser-geinduceerde oxidatie en het vervol-
gens verwijderen van het niet-geoxideerde Ru met de NaClO-oplossing, wordt gepresen-
teerd als een methode om geleidende patronen te vervaardigen die bestaan uit Ru met een
dunne laag RuO, aan de bovenzijde. Als proof-of-concept worden quasi-cirkelvormige
Ru/RuO;-eilanden geproduceerd met een zo klein mogelijke diameter. Het opmerkelijke
hieraan is dat eilanden met een diameter van slechts 500 nm gemaakt konden worden met
behulp van een laser met een golflengte van 1030 nm, gefocuseerd tot een spot van 2 um
diameter. Deze eilanden hebben dus een diameter kleiner dan de diffractielimiet van het
optische systeem dat is gebruikt voor de belichting van het Ru.

Er wordt vergeleken wat het verschil is in het eilandvormingsproces tussen blootstelling aan
een laser met een hoge herhalingsfrequentie, gefocuseerd tot een spot met een diameter van
8 um, en blootstelling aan een laser met een lage herhalingsfrequentie, gefocuseerd tot een

spot van 2 ym. In het eerste geval worden warmteaccumulatie en warmtetransport in het
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vlak waargenomen, omdat het tijdsinterval tussen de laserpulsen te kort is voor het rooster
om naar de initi€le temperatuur terug te keren. De laser met de lage herhalingssnelheid
zorgde, in plaats voor warmteaccumulatie, juist voor een accumulatie van het oxide.

In Hoofdstuk 5 wordt de patroonvormingsmethode uit Hoofdstuk 4 verder onderzocht,
met als doel het bieden van inzicht in de mogelijkheden en beperkingen van deze methode,
alsmede het verkrijgen van een beter begrip over het eilandvormingsproces. Daarom wordt
hier de invloed van de dikte van de Ru-film onderzocht. Hierbij wordt aangetoond dat,
wanneer de Ru-film nog dun genoeg is zodat nog aangenomen kan worden dat de Ru-laag
homogeen wordt opgewarmd door de laserpulsen, de drempelfluentie voor eilandvorm-
ing vooraf kan worden bepaald. Daarnaast wordt de methode getest op Ru lagen die zijn
gefabriceerd op verschillende substraten: glas, saffier en silicium. Het blijkt dat de drem-
pelfluentie voor eilandvorming slechts licht wordt beinvloed door het substraat, omdat de
warmteverspreiding, na de blootstelling aan de laser, wordt beperkt door de eindige ther-
mische weerstand tussen het ruthenium en substraat.

De rol van de diameter van de laserspot wordt getest door de drempelfluentie voor eiland-
vorming te meten als functie van het aantal laserspot met een diameter van 0.8 um. Deze
resultaten worden vervolgens vergeleken met die uit Hoofdstuk 4, waar de laserspot diame-
ter van 2 um heeft. Door dit te combineren met warmtevergelijkingsberekeningen, wordt
er aangetoond dat de diffusie van de warmte in het Ru vlak sterker is bij gebruik van een sub-
micron diameter laserspot in vergelijking met een 2 pm diameter laserspot. Hoewel men
in theorie zou verwachten dat een kleinere diameter het mogelijk maakt om Ru/RuO, pa-
tronen met kleinere afmetingen te fabriceren, kan in werkelijkheid de warmtediftusie in
evenwijdig aan het vlak van de film de resolutie van de patronen beperken.

Deze studie van THz-emissie aan Ru heeft bijgedragen tot een beter begrip van de optis-
che en materiaaleigenschappen. Er is aangetoond dat THz-emissie kan worden toegepast
op materiaalstudies dankzij de hoge gevoeligheid waarmee eigenschappen kunnen worden
gedetecteerd die met andere technieken onopgemerkt blijven. Bovendien is er een methode
geintroduceerd voor het vervaardigen van geleidende patronen in Ru, die een goedkoper

en eenvoudiger alternatief biedt voor de conventionele optische lithografie methodes.
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