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Abstract

Carbon nanomaterials (CNMs) are important both fundamentally and practically. Their
modifications (fullerenes, carbon nanotubes or graphene) and their ensembles boosted the science at a
certain period of time due to unusual and promising structural and optoelectronic properties. Despite the
history of more than 30 years of experimental investigation (in total), they are still highly demanded and
more than that these materials represent a great platform to test and develop novel solutions for the CNMs
beyond graphitic ones. Mainly, there are three questions that yet have a prospect for deeper
understanding: synthesis of CNMs with tailored characteristics, charge transfer in individual
nanostructures and ensembles, and eventually design of novel fabrication approaches taking into account
the understanding of electronic, mechanical and optical properties. Herein, all these three topics are
covered, being closely connected with each other.

The first part of the thesis focuses on the synthesis problems, mainly on chemical vapor deposition
of graphene and SWCNT using heterogeneous catalytic disproportionation of carbon monoxide, i.e.
Boudouard reaction over a metallic substrate (either nanoparticle or a liquefied metal surface). This part
covers studies of previously published aerosol-assisted synthesis of SWCNTs and later adoption of the
Boudouard reaction for the graphene synthesis. As a result, an ambient pressure CVD reactor was
designed and facilitated single-crystal monolayer graphene grains with up to 5 mm size.

Further, synthesized materials are extensively studied by the means of contactless broadband
spectroscopy techniques to characterize and find out new phenomena in the charge carrier dynamics.
Observed different spectral contributions were associated with specific processes affecting the charge
transfer, like the presence of delocalized carriers, tunnel junctions and defects. These measurements are
supported by studying individual carbon nanostructures (individual nanotube or graphene grain) and
microscopical investigation of potential spreading. As a result we have observed peculiar features like
quantum hall effect in mm-size graphene grains and super poissonian noise in SWCNT quantum dots.

Finally, in the third part, these materials are used for the development of novel techniques for
lithographic patterning. One discussed realization is achieved with the help of an atomic force microscope
lithography (AFML), which allows dry patterning of optical properties in SWCNT film. This is the first
application of AFML to create an optically active medium in SWCNT film by simply controlling its
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density in a local manner with 100 nm resolution. The second approach is covered in the form of the
review regarding techniques with an enhanced compatibility in terms of the material of patterning.
As a result, novel synthesis techniques of CNM are proposed, and the obtained materials exhibit

superior optoelectronic properties, either as is, or thanks to the reported patterning technique.
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Introduction

Low-dimensional carbon nanomaterials (CNMs) became an essential part of the modern
semiconductor micro-electronic industry'. They are already included in the development roadmaps of the
biggest microelectronic companies, such as TSMC, Intel, AMD, and IBM. Experimental observation and
subsequent investigation of their properties, including fullerene, single-walled carbon nanotubes
(SWCNTs) and graphene can be compared to the discovery of asbestos and plastic - previous historically
significant technological miracles that have changed the life of humanity. The knowledge that vitally
influences their utilization and application can be divided into three main fields.

The first one is the deep understanding of how to manufacture carbon nanomaterials, i.e. their
synthesis. Brilliant conceptual devices that demonstrate state-of-the-art characteristics are of course
fundamentally important®’, but the real-world applications still require large improvement of the
production throughput and chemical purity of the synthesized material. It should be noted that in every
case of a laboratory produced material there is a high standard to reach - natural exfoliating crystals.
According to the latest reviews the most industrially important approach is chemical vapor deposition
(CVD)* - a technique that allows formation of various films and crystalline structures using gaseous
sources of materials. Focusing on the CNMs reviewed in this thesis, the first industrial large-scale
SWCNT production technique HiPCO’ employed carbon monoxide as a carbon source. Later,
aerosol-assisted CVD®® again employing carbon monoxide, has resulted in an outstanding quality of the
synthesized material. In its turn SWCNTs, a close sibling graphene within the last decades employed

? as a carbon source for CVD successively reaching the quality of exfoliated

different hydrocarbons®'
samples’. However, carbon monoxide has not been employed for a monolayer graphene synthesis before,
having at the same time the most promising advantages'*'"” that could have largely simplified the set-up
and improved graphene quality simultaneously. So far carbon monoxide and its disproportionation
reaction, i.e. Boudouard reaction, are the heart of CVD approaches utilized in this research to improve
existing and develop new synthesis techniques of CNMs. It is peculiar that the Boudouard reaction has

16-19

been used for an extensively long time for the synthesis of different carbon materials™® ", especially a

graphitic carbon.
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The second implies application of CNMs keeping in mind their unique physical and chemical
properties, and so far assumes careful investigation of their electronic properties - both at ambient
conditions and subjected to low temperatures and magnetics fields. In case of SWCNTs, e.g., the progress
has already reached the solution of global electronic problems claimed in the International Technology
Roadmap. These modifications of carbon appeared to solve the problem? of the single transistor footprint
shrinking below 40 nm several years ago; and all this thanks to the rigorous investigation of the charge
transfer peculiarities in these tiny carbon tubes. The same is true regarding graphene - its potential
applications are revealed thanks to investigating different peculiarities of charge transfer and quantum
behavior of this material. Charge transfer investigation, that helps to understand possible application areas
and at the same time to analyze the quality of produced material can be performed in many different
ways, and herein we focus on two of them. The first one is the broadband spectroscopy?', notably
terahertz (THz) and far-infrared (FIR) regions of the spectrum, that contain detailed information on the
charge carrier dynamics and can be captured without additional fabrication routines to create contacts to
the material of study. Typically these spectra can be collected from large (>3 mm lateral size) samples and
represent an average observable of nanostructures ensembles in the macrozise system. Interaction of
SWCNT networks and graphene films with THz radiation is of critical importance for their
implementation in optoelectronic devices. In contrast, the second measurement scenario assumes probing
charge transfer properties of an individual element, e.g. a single individual nanotube with metallic
contacts. Investigation of electronic properties of nano-objects at low temperatures (<1 K) and in the
presence of magnetic fields (up to 7 T) delivers important information on its quality and structure (e.g.
quantum hall effect in graphene serves as a classical hallmark feature). Therefore, the investigation of
charge transfer in both individual CNMs and their ensembles is essentially important to understand
generalities in the electron dynamics and features specific for a particular modification.

Finally, the third field builds up around the fabrication routines. CNMs significantly differ from the
conventional 3D semiconductors dominating in the contemporary microelectronics industry and so far
novel fabrication techniques are highly demanded. In addition, though SWCNTs and graphene are
generally quite compatible with conventional lithography procedures such as electron-beam? or optical®

lithography, nanomaterials beyond CNMs, i.e. metal-organic frameworks, organic semiconductors and
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biological nanostructures require much more sophisticated techniques. At the same time, SWCNTs and
graphene, being highly-investigated materials, are the perfect platform to test novel solutions. So far, there
are two global issues associated with patterning techniques. The first comes from the meshy structure of
CNM ensembles, which is mechanically unstable when a liquid is applied*. Usual e-beam or optical
lithography, therefore, fails to preserve the pristine state of non-patterned areas of the films or layers.
Whereas, the dry lithographic concept is prominently represented by atomic-force microscopy lithography
(AFML)* which is still not completely adopted for the use with nanostructures including CNMs. The
second problem is deeper - many organic nanomaterials are highly incompatible with contemporary
resists. One of the steps to bring regular routines and obtain enhanced compatibility was earlier done at
Skoltech using chitosan derivatives as a resist for electron beam lithography?. This request formulates
the last field of research described here - the development of novel lithographic procedures for CNM
ensembles and carbon nanomaterials beyond graphitic carbon.

To sum up, this thesis is devoted to the synthesis, modification, and investigation of optoelectronic
properties of low-dimensional carbon materials: single-walled carbon nanotubes and graphene. The
evolution of the electronic properties of materials containing benzene rings as its basis is illustrated
employing charge transport measurements, broadband spectroscopy, and scanning probe microscopy.
These three approaches are highly supportive of each other and help understand the observed effects more
precisely. Some general features are detected in each case, such as a Drude-like delocalized contribution
to conductivity, plasmonic resonant absorption, and quantum behavior at low temperatures. Individual
unique phenomena that arise in each particular object are studied, e.g., Coulomb blockade in short pieces
of SWCNTs and quantum hall effect (QHE) in graphene. Aside from the physical properties of the charge
carrier transfer process, synthesis peculiarities both from the chemical and physical sides of view are
investigated.

The dissertation begins with the motivation section, briefly introducing the materials. Chapter 2
gives an extensive overview of the experimental techniques employed in this research. Often
experimental results were supported by various computational techniques, so far not mentioned in this
thesis but highly acknowledged. Chapter 3 describes the synthesis procedure of all studied materials,

focusing mainly on chemical vapor deposition (CVD) approaches. Chapter 4 covers charge transfer
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peculiarities detected by various measurement techniques including broadband spectroscopy, microscopy
and photoelectron spectroscopy methods. Chapter S covers the patterning methods that help modify
optical properties of SWCNT films by means of atomic force microscope. Finally, the last chapter briefly
summarizes this work via the conclusions, and all published and submitted manuscripts are attached to the

end of the present document.
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Chapter 1. Scientific Background

1.1 The Carbon Ring

Low dimensional materials reviewed in this thesis have a 6-atom carbon ring as their basis (see
Figure 1). It goes without saying that even the determination of its structure was a big leap for materials
science and chemistry. These rings form 2D lattice in the case of graphene, while the 2D lattice itself can
be seamlessly “rolled” into the SWCNT. Its chemical building block is not the only common thing - its
structure and carbon nature result in peculiar electronic properties that make such materials fundamentally
and practically exciting. There are multiple routes towards synthesizing such structures, including
widespread chemical vapor deposition (CVD) techniques, exfoliation, arc-discharge, and many others.

Herein, synthesis, investigation, and modification of such samples are presented.

-_~_-;C)~f:}’ﬁ 42’2‘?’7“

P oy o = . i /" Rollu
ff‘ )f r{}?é ,{_}rﬁ‘}-”'*"—ﬁp
_/_ _/;_,_ _..(J 'L._,. L
LSS W_ 7=4
a b graphene sheet

Figure 1. Schemes of the investigated carbon low-dimensional allotropes. (a) - Benzene ring, a basis element in

graphene and SWCNTs (shown in (b)). (Source - freeimages.com & unsplash.com)

1.1.1 Graphene
Even though historically, single-walled carbon nanotubes were obtained much earlier’’ than the
graphene’, ideologically, this allotrope modification is the best to start with. A single-atom-thick carbon
nanosheet first experimentally investigated by Konstantin Novoselov and Andrey Geim™*® occurs to be a
platform for low-dimensional materials physics and chemistry. This material has a hexagonal honeycomb
lattice (schematically shown in Figure 2) with a lattice period of 2.45 A . It is a completely sp?

hybridized carbon allotrope modification.
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Figure 2. Schematic image of graphene, sp” carbon lattice. (Source - freeimages.com & unsplash.com)

Graphene discovery created significant challenges both for device fabrication®™

employing
properties of these materials and for graphene synthesis'®"'? because its potential industrial application
requests for large samples that are out of scope of traditional exfoliation techniques often utilized for
prototypes. Moreover, even though there are multiple outstanding approaches towards synthesizing
single-crystal monolayer graphene®'**'*? the request for higher quality is still present. Aside from the
reaching monocrystalline samples, the key motivation is to deliver the high chemical purity, often lacking

in hydrocarbon derived graphene'®**7*

. In this particular research, we delivered a novel method for
graphene synthesis and a comprehensive analysis of its chemical and electronic properties®®. More results

can be found in Chapter 3 and 4 and in Paper 1 attached to this thesis.

1.1.2 Single-Walled Carbon Nanotubes

SWCNTs are a few nanometer wide tubular allotropes of carbon, i.e. graphene sheets seamlessly
“rolled” into the nanotube. This material was synthesized many times throughout the history of humanity,
including the example of damask steel, but was firstly carefully investigated by lijima et al. back in 90s*’

and since then was permanently studied. Numerous applications were reported, e.g., as cutting-edge
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devices made of individual nanotubes®’** and as SWCNT networks™*’ for optoelectronic needs. Being a
nano-scale material, carbon nanotubes established a challenge towards its synthesis. The shift from 2D to
1D results in the creation of the large manifold of materials with different properties thanks to van Hove
singularities in the density of states spectrum and charge transfer properties dependent on the graphene
layer rolling direction. Progress of the last decades resulted in high-quality production of individual
nanotubes and their networks with the help of aerosol assisted chemical vapor deposition approaches’”'*",
Such a method employs the heterogeneous catalytic decomposition of a carbon source gas on metallic
nanoparticles. Herein we present the development of a floating-catalyst (aerosol) atmospheric pressure
CVD reactor using various catalyst nanoparticles. We employ SWCNT films created with the help of such
reactors to investigate charge transfer peculiarities by means of THz spectroscopy and Kelvin Probe Force
Microscopy. We also investigated devices based on an individual nanotube.

The synthesis procedure, samples fabrication and the investigation of optoelectronic properties are

covered in Chapter 3 and 4 and the corresponding Papers 1,4-8.

1.2 Atomic Force Microscopy Lithography

AFML is a fastly developing branch of dry lithographic techniques that finds new and unique fields
of application. It has already become a key method to create state-of-the-art devices in 2D materials*
employing capabilities of local electrochemical anodic oxidation. It is also actively used in biochemical

4 where the application of classical optical and electron-beam lithography can not be

problems
considered. Despite the tremendous and widespread efforts and universality of the technique, there are
still unsolved or at least unstandardized problems. As an example, application of the AFML with meshy
ensembles of CNMs can be mentioned. Herein, we intended to adopt indentation, i.e., direct local
physical pressing of the target material with an AFM tip, to control optical properties of SWCNT films. In
contrast to previous realizations of AFML, we combined nano-indentation with scanning methods such as
HybriD™ and PeakForce tapping™. Doing so, we managed to eliminate the destructive lateral

movements of the tip on the mechanically unstable meshy network material. This part of the thesis is

deeper covered in Paper 3 and Chapter 5.
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1.3 Gentle Patterning Techniques

Earlier we have demonstrated a resist based on chitosan derivatives®. The primary goal was to
create a resist that would be suitable for use with organic and biological materials. This challenge requests
mild processing conditions both regarding physical treatments and chemical reagents applied. While
investigating this particular solution, we have inevitably faced the situation, that the final technology
always is a trade-off between various parameters, and therefore we performed a deep and exhaustive
review on all solutions created on the edge of the last three decades. This review is aimed to help the
reader to choose the particular solution among the existing ones depending on the samples’ requirements.
Also, several pathways to design novel patterning techniques are claimed.

Lithographic techniques are the heart of contemporary microelectonics' which actively employ

3,28,29

novel materials. The development of graphene and other 2D materials®, including contemporary

44-46 47-50

successes in the development of metal-organic frameworks™ ™, organic semiconductors and even

biological nanostructures®—>*

postulate the need for development of techniques, that assure higher degree
of compatibility in terms of physical and chemical treatments following the processing routines. In our
paper” we deliver an in-depth analysis of the proceedings regarding the development of eco-friendliness,
the compatibility degree, and the safety of various lithographic approaches. We describe the advances in
optical lithography™, electron-beam lithography*, nanoimprint lithography®’,atomic force lithography™®
and try to give the guidelines for the reader to select a suitable approach for the samples of their need. Our
own result, the resist based on chitosan-derivatives®, took an important place in this comparison showing

a great performance among the other techniques. For more details, please refer to Paper 2, attached to

this thesis.
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Chapter 2. Experimental Section

2.1 Chemical Vapor Deposition

Figure 3. Schematic illustration of a typical CVD reactor. Ceramic or quartz tube is located inside a tubular furnace and
with the help of either gaseous inject (for SWCNT floating catalyst synthesis) or with ceramic manipulator (in case of
Graphene synthesis) the catalyst is delivered inside the chamber. After subjection to the synthesis environment the sample is

removed for further analysis, transfer and investigation.

Chemical vapor deposition (CVD)* - is an approach towards the synthesis of various systems, either
at the nano- or microscale, that includes deposition of the semiconductor thin films, crystalline structures
and polymers. By now, a great manifold of different set-ups has been suggested. They cover the range of
ultra high-vacuum® stations to the high-pressure large through-put systems’. Some solutions even include
plasma to enhance the activity of the chemical reagents and generate more radicals. In this research three
different CVD reactors are utilized: vertical floating-catalyst CVD reactor for synthesis of SWCNT

networks, implemented in our Laboratory®®; horizontal atmospheric pressure CVD (AP-CVD) graphene
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reactor built by the author of the thesis, and Parylene-N deposition reactor built by the author and Dr.
Anton Bubis. A typical design of a horizontal reactor is illustrated in Figure 3. All constructed devices
utilized tubular furnace in order to create a heated zone, quartz or ceramic tube i.e. the reactor chamber,
set of mass flow controllers to introduce gaseous mixture into the chamber and pressure control unit,
represented by either mechanical valve or by a scroll pump to reach desired pressure values. For the case
of SWCNTs and graphene we utilized the heterogeneous catalytic disproportionation of carbon monoxide
molecules as a source of carbon during synthesis. We typically used either metallic nanoparticles, or
metallic substrates as a catalyst. Elevated temperatures ensured optimal conditions for the reaction.
Parylene-N deposition was non-catalytic - in this case we used two-zone horizontal tube furnace to ensure
sublimation (zone 1) and decomposition (zone 2) of the paracyclophane (in a certain way - p-xylene
dimer molecule), which individual units later polymerized in the cold zone of the reactor exhaust. CVD
techniques are actively used in contemporary industry and are simultaneously developed and adopted to
new materials and composites.
2.2 Nano-Fabrication

2.2.1. Graphene Samples

Figure 4. Typical design of the graphene hall-bar structure after lithographic patterning and before O, plasma
etching. Green color - encapsulated graphene, yellow - hall bar mesa formed from resist, red - parylene-N,

bright yellow - deposited Au landmarks.
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In order to investigate quantum effects in a graphene system we designed a novel method for
graphene transfer. Due to the fact that the catalyst forms a single crystal during the resolidification
procedure, it was impossible to utilize bubble-transfer technique®. Great adhesion between atomically
smooth single crystal copper surface and graphene allowed delamination only at the voltage range when
the graphene layer was highly damaged. So far, we had to utilize chemical etching of the catalyst layer,
and as far as it also contained molybdenum foil we utilized a universal etchant: 30 ml H;PO,, 18 ml
HNO;, 10 ml CH;COOH, 65 ml H,O, which was able to dissolve both large piece of copper and
molybdenum foil within approximately 12 hours. Utilization of this etchant was impossible together with
classic supporting layers such as PMMA or cellulose acetate, so far we adopted the route towards
utilization of parafilm®' and parafilm/parylene-N hybrid.

Graphene transferred by such a method (typically individual crystals of >1 mm lateral size) were
encapsulated into Parylene - N layer. To do so, firstly the target substrate of Si/SiO, was covered by
roughly 30 nm parylene, and the transfer procedure was held in an inert gas glove-box (N,, <0.1 ppm of
water, <0.1 ppm of oxygen). After that, graphene placed on Parylene-N was annealed in high vacuum
conditions at 300 ‘C to remove the contaminants. The vacuum chamber is connected to the glove box,
therefore after the annealing procedure was completed, the sample was loaded out again into an inert
atmosphere. Finally, the sample was placed in the reactor chamber, sealed, transferred out of the glove
box, connected to the parylene-N reactor and the sample was encapsulated by an additional 40 nm layer.

After that, regular optical lithography using Heidelberg uPG direct laser write system was employed
to pattern hall-bar structures out of individual grains. We used AZ 1245 resist together with LOR 5B
underlayer to ensure high quality of lift-off. Parylene-N was easily etched with the help of oxygen
plasma. We designed the hall-bar geometry (see Figure 4) so that the border is highly developed and
therefore a larger length contacts the metallic contacts.

2.2.2 Individual SWCNT Devices

In order to fabricate devices using individual SWCNTs we firstly prepared Si/SiO, wafers with
Au/Ti landmarks by means of electron beam lithography. We used the CABL Crestec 3000 e-beam
lithography station at the Center for Collective Use of Moscow Institute of Physics and Technologies.

These wafers with landmarks were later subjected to the outlet of floating catalyst CVD reactors tuned to
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the low throughput regime - so far we obtained wafers with randomly oriented sparse nanotubes. They
were further localized with the help of AFM relative to the landmarks. AFM was chosen to minimize
destructive impact coming from electron beam in SEM. Finally, these nanotubes were patterned with the
help of AR-P CSAR 6200 resist. Contacts were deposited in high vacuum conditions (vacuum better than
3x107 mbar) after overnight pumping. Typically 0.4 nm of Ti and 59 nm of Pd were used.

2.2.3 SWCNT Films

SWCNT films were synthesized using a floating catalyst (aerosol) chemical vapor deposition
method in a vertical hot-wall tubular reactor®®'> heated to 850 °C. Ferrocene was used as a catalyst
precursor, which vapor was delivered from a saturator (cartridge containing ferrocene and granular silica
mixture) to the reactor hot zone by a gas flow. Carbon monoxide was utilized as a carbon source and a gas
carrier simultaneously, while a small amount of CO, (~1 vol%) was added into the reactor for nanotube
growth promotion.”” SWCNTs were grown in the aerosol phase and collected downstream of the reactor
using a nitrocellulose filter and afterward transferred to the target substrate through the dry transfer
technique’: a filter with SWCNT film was applied to the surface of the substrate, dry-pressed, and
released.

2.3. Microscopy

2.3.1. Atomic Force Microscopy

Atomic force microscopy was one of the key instruments for sample analysis after synthesis, during
fabrication steps, and, as well, one of the vital techniques to measure electronic properties of the
nanomaterials. Mainly two devices have been employed during this study - Bruker Multimode V8 and
NT-MDT Next II. Atomic Force Microscope operating in Quantum NanoMechanical Mapping (™)
implemented in Bruker Multimode V8 was found to be extremely useful for the visualization of graphene

grains on the surface of the copper foil, shown in Figure 5.
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Figure 5. QNM visualization of graphene grains. a, Typical force-distance curve captured by AFM operating in a
PeakForce tapping regime. All useful parameters are indicated. Topography (b), adhesion force (c¢), Young modulus (d),
sample’s deformation (e) and cantilever’s dissipation energy (f) for the same very region of the Cu-foil with graphene grains.
While grains are completely invisible in the topography channel, they are clearly seen in all other mechanical channels due to

the impact of material contrast. Scale bar is 50 micrometers.

In contrast to a typically widespread modes of AFM operation, PeakForce tapping collects much
more information within a single scan - when the tip is correctly calibrated and its parameters are suitable
for this particular sample in terms of DMT theory®, one can capture maps of Young Modulus, Adhesion
interaction properties and sample deformation. Results of this method application for the case of copper
foil with graphene grains are shown in Figure 5. While the grains can be hardly seen in the topography
channel (Figure Sb), the contrast is much better in any other feature like Young Modulus and Adhesion
Force maps (Figures 5¢ and d).

This approach has not been utilized for graphene grain visualization before. It may be useful in case
of other substrates as well. Even though this approach is less favorable in case of conductive copper foil

substrate, when compared to conventional Scanning Electron Microscopy (SEM) imaging, its potential
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can not be underestimated in case of dielectric or polymeric substrate, when an SEM can not be utilized.
It delivers comparable imaging quality and contrast with a broader list of compatible materials. Often
graphene is combined with materials that have a developed surface with roughness and overall height
difference much larger than the single layer thickness. This fact makes it impossible to have a clear
imaging utilizing simply topographical contrast.

For the lithographic patterning we have mostly employed Next II microscope, as it supports vector
and raster-based lithography patterning in any possible way: applying force, voltage or current.

2.3.2. Kelvin Probe Force Microscopy

Kelvin Probe Force Microscopy® (KPFM) has been realized in a non-standard two-pass regime.
The first path, when the topography of the sample is captured, was done with the help of PeakForce
tapping, which resulted in a higher precision of the height determination, when compared to standard
amplitude tapping. The second path, when the tip was lifted and the potential was measured, employed
common tip oscillations at the resonant frequency of the cantilever (driven by applying AC

electromagnetic field). Deeper insight is schematically shown in Figure 6.

(a) (b) (c)

Work Function
Tip
Sample
O

Uac  Unc

Figure 6. Basics of KPFM. (a) First, an AFM tip scans the sample’s topography. On the next step, the tip is lifted up
for a fixed distance and follows the same line recalling all topographic features. At each point of scan, tip oscillations are
driven by an electrical field - applied AC voltage (b), and DC voltage is used to minimize the amplitude of these oscillations
(). DC voltage that facilitates this minimization is directly connected with the work function of the investigated material, and
if appropriate conditions are utilized and the tip’s work function is calibrated by a known material even quantitative data can be

captured.
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In this research standard, lifted-mode KPFM was utilized in order to investigate SWCNT films.

Firstly, in each line of scan, topography was captured. After the line was captured, the tip moved back to
the beginning, lifted up for a fixed distance (50-70 nm typically) and went through the same line repeating
the previously captured topography. At this moment tip oscillations are driven with the help of an AC
electrical field. Simultaneously in each point of scan DC voltage is applied to the tip. The DC voltage
value at which the oscillations’ magnitude turns zero is directly connected with the sample’s work
functions.

2.3.3. Optical Microscopy

A Leica optical microscope was utilized to visually control the sample’s quality. Typically, images
were collected using 10x, 20x and 50x objectives. Images were processed with the help of fiji (FIJI is just
imagel, recursive name) to contrast images and perform statistical analysis.

2.3.4. Electron and lon Microscopy

The structure and distribution of samples were investigated by scanning electron microscopy (SEM)
(FEI Versa 3D) under the conditions of secondary electrons detection mode (ETD detector) and 10 kV
electron beam accelerating voltage. We also used Jeol JSM-7001F at acceleration voltages from 10 to 30
kV. Secondary electron images of SWCNT films were recorded using the Zeiss Orion Plus helium ion
microscope at an acceleration voltage of 30 kV. The ion-induced electron emission allows imaging
morphological details, similarly to a secondary electron microscope. Compared to electron microscopy,
the reduced penetration and scattering of helium ions allow a better spatial resolution down to ~ 0.5 nm.
The chamber pressure was 3x107 Torr during imaging, and the typical ion beam current was 1.3 pA. A
transmission electron microscope (TEM) FEI Tecnai G2 F20 was used to investigate the structure of
SWCNTs. To minimize the destructive influence of electron irradiation all measurements were performed
at the acceleration voltage of 80 kV and with minimal possible electron illumination time. SWCNTs were

directly collected at the reactor outlet onto carbon coated gold TEM grids.
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2.4 Broadband Spectroscopy

2.4.1 UV-vis Spectroscopy

UV-vis spectrometer Perkin Elmer Lambda 1050 was utilized for visible and UV range
transmittance spectra capture. Typically, the sample and its substrate were captured separately against air
and processed with the help of python packages. UV reflection was measured with a custom
micro-spectrometer using frequency-doubled Ti:Sapphire laser as a light source. UV light was loosely
focused onto the sample using an underfilled 20x plan-fluor objective lens. The illumination spot
diameter at the sample was approximately 15 um. Spectra of the reflected radiation were captured with
the Solar S100 spectrometer providing 1 nm spectral resolution. Scattering spectra were measured in a
transmitted-light microscopy setup with Kohler illumination. Light from a halogen lamp was focused to
the back-focal plane of a plan achromat objective with NA of 0.25. Transmitted and scattered light beams
were collected with a water-immersion plan apochromat objective with numerical aperture of 1.2. A pair
of lenses after the objective were used to create an image of the back-focal plane of the collecting
objective. A central stop placed at the position of the back-focal plane image blocked the directly
transmitted light and allowed only the scattered radiation to pass. The latter was then coupled to a
multimode fiber with an achromatic lens and directed to an Ocean Optics USB4000 spectrometer.

2.4.2 NIR - MIR - FIR Spectroscopy

The Bruker Vertex 80V was used for obtaining NIR-MIR-FIR transmissivity spectra. Room
temperature measurements of terahertz spectra and far infrared spectra were performed on a Teraview
TPS Spectra 3000 time-domain terahertz spectrometer and Bruker Vertex V80 FTIR spectrometer,
respectively. To aware impurity sorption from the atmosphere the measurements were carried out inside
CryoMech commercial cold-finger cryostat with Mylar windows after 1 day vacuumization at lower than
5-10° mbar pressure. Spectroscopic data were collected with Opus and TPS Spectra software and
processed using least-square fitting procedure with the home-made WASF software. Deep minima at
higher frequencies correspond to absorption lines of parafilm©. The spectrum of the parafilm was
processed using a well-known expression for transmissivity of the plane-parallel layer” with the
absorption minima modeled with Lorentzians. The obtained electrodynamic parameters of parafilm were

employed for least-square fitting of the transmission coefficient of graphene on parafilm using
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corresponding expression for two-layered systems. The decrease towards low frequencies of the
oscillating transmission coefficient signifies metal-like character of CNM conductivity: lower
transparency of the spectrum at low frequencies corresponds to larger conductivity of the film - typical
feature in the frequency dependence of AC response of metals/conductors.

2.5 Low Temperature Transport Measurements

2.5.1 Graphene Gate Traces and Quantum Hall Effect

Under ambient conditions, transfer curves have been captured with the help of a probe station and
Keysight BI500A Semiconductor Analyser. Low temperature measurements were carried out in a “He
cryostat (4.2 K) where a sample was in the vapor of *He (exchange gas). Before cooling down an insert
with the sample was pumped during >5 hours with residual pressure <5-10* mbar. Either standard
four-probe low-frequency lock-in or DC techniques were used for electrical transport measurements.

2.5.2 Coulomb Blockade and Shot Noise Measurements

Throughout the experiment, the dc bias voltage with a small ac modulation was applied to the
source contact via the input of a home-made I-V converter (10’ V/A). The current was measured using
standard lock-in technique at 31 Hz modulation frequency. The resonant tank-circuit with the central
frequency of 20.9 MHz and a 5 kQ load resistor was connected to the source for the shot noise
measurements. As usual, the signal was calibrated using Johnson—Nyquist noise thermometry. We used
side gates to check that Coulomb coupling between the two quantum dots on either side of the central
contact is negligible, hence possible charging events on the right QD are irrelevant for the transport and
noise measured in the left QD. All the data discussed below are obtained at a bath temperature of 0.5 K in
a liquid *He insert with all other gates grounded.

2.6 Photoelectron Spectroscopy

2.6.1 X-ray Photoelectron Spectroscopy

XPS spectra were collected by XPS spectrometer Kratos Axis Ultra DLD with spherical sector
analyser, ion gun, ultraviolet and x-ray sources. Experiments were conducted under ultra-high vacuum
5-10'°-3-10° Torr utilizing the irradiation of AIK (mono) 1,486.69 eV (energy resolution 0.48 eV,

binding energy calibration on Ag 3ds), line).
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2.6.2 X-ray Absorption Near Edge Structure

Room temperature NEXAFS measurements were performed at the Russian-German dipole
beamline of the BESSY-II electron storage ring operated by Helmholtz-Zentrum Berlin fiir Materialien
und Energie. NEXAFS spectra were recorded in Total Electron Yield (TEY) mode. The measurements
were performed for the as-loaded as well as for the annealed (~300 ‘C) samples of graphene on copper.

2.6.3 Angle Resolved Photoelectron Spectroscopy

ARPES measurements were carried out using linearly polarized undulator radiation at the
U112-2-PGM beamline of BESSY-II in Berlin. Photoelectrons were detected with a Scienta R8000
analyzer at the “One square” ARPES instrument, and the base pressure of the experimental setup was
better than 1x107'° mbar. The angular and energy resolutions of the photoemission experiments were
0.1°and 10 meV, respectively. The sample was introduced to the UHV chamber from the atmosphere, and
before measurements, it was annealed at 300 “C for 20 minutes. During the measurements, the sample
was kept at 20 K.

2.7 Raman Spectroscopy

Raman spectroscopy was performed with the DXRxi Raman Imaging Microscope equipped with
x50 objective and a 532 nm excitation laser operating at 1 mW output power. Raman spectra were
measured at several points along with the sample with the exposure time.

Raman spectroscopy was also performed with a confocal scanning Raman microscope Horiba
LabRAM HR Evolution (HORIBA Scientific, France). All the measurements were carried out using:
linearly polarized excitation at a wavelength of 532 nm, a diffraction grating with 1800 grooves per
millimeter, and an objective with the magnification of 100x and N.A. = 0.90 (Olympus Microscope
Objective M Plan N, Japan). The laser spot size was ~ 0.5 um. To register a significant signal-to-noise
ratio, the unpolarized detection was used. Not to initiate any damage to the samples, the Raman spectra
were recorded with the laser power set to 100 mW but passing through the neutral density filter set to 5%:
no sample damage was observed during the measurements. For statistics, the spectra of each sample were
collected at least in 3 different points of the sample: the standard deviation between the spectra was
negligible. The acquisition time of 1 sec at each point was utilized with the accumulation of at least 5

times per point.
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2.8 Structural Methods

2.8.1 X-ray Diffraction

Diffraction experiments in reflection geometry have been performed at Institute of Solid State
Physics of Russian Academy of Sciences (RAS) using monocrystal diffractometer Oxford Diffraction
Gemini equipped by CCD detector with resolution of 0.35 A. MoK, radiation with wavelength of 0.7136
A was used. Further X-ray Diffraction experiments were executed at beamlines No.2 and No.4% of
VEPP-3 storage ring at Siberian Synchrotron and Terahertz Radiation Center, Budker Institute of Nuclear
Physics of Siberian Branch of RAS, Novosibirsk, Russian Federation. The beamline No.2 is dedicated for
powder diffraction experiments with high instrumental resolution and is equipped with Si(111)
channel-cut monochromator, sample holder moving along © angle and Ge(111) crystal-analyzer mounted
in front of scintillation detector on the 20 arm of the diffractometer. The working wavelength is 0.154
nm. The beamline No.4 operates with a wavelength of 0.03685 nm and the diffracted radiation is
registered by 2D image plate detector MAR345. The sample is set in transmission mode and can be
rotated around the axis perpendicular to the incident beam.

The experiment at beamline No.2 was carried out in different modes including conventional ©-20
scanning, 20 scanning at fixed © angle of 4°, © scanning at fixed 20 positions corresponding to Cu(111)
and Cu(200) reflections, scanning with sample spinned around normal to the surface. The diffraction
patterns of the sample were obtained at beamline No.4 both in conventional transmission mode with no
sample movement and with the sample rotated around the horizontal axis within the range of 30°.

2.8.2 Low Energy Electron Diffraction

LEED embodied in Kratos Ultra DLD was used for tracking the crystallinity of the samples. The
distortion of the image, clearly seen from the imperfection of the hexagons formed in the diffraction
pattern of the graphene, is caused by the form of the lens, non-flat samples’ surface and edge effects of
the signal capturing camera.

2.8.3 Electron BackScattering Diffraction
Dual beam scanning electron microscope Helios G4 (Advanced Imaging Core Facility, Skoltech) was
used to capture EBSD maps. These maps were further analyzed with the help of python software and

color mapped accordingly.
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Chapter 3. Chemical Vapor Deposition
3.1 SWCNT Synthesis
Floating catalyst CVD approach utilized in this research was presented by two types of the reactor
with a main difference in the principle of catalyst nanoparticles formation. The first one utilizes

spark-discharge generation of the nanoparticles from the electrode material®

, as depicted in Figure 7. The
second uses a ferrocene cartridge® as a source of catalytic particles. Carbon monoxide disproportionation
on top of these metallic nanoparticles facilitates synthesis of single-walled carbon nanotubes in the hot

zone of the reactor.

J=tb
electrode -1 CO
carrier gas \ carbon nanotubes
_ on a filter
N;

electrode

Figure 7. Schematic illustration of an floating catalyst spark-discharge reactor - one of the utilized in this research

alongside with an aerosol reactor equipped with ferrocene cartridge.

Synthesized carbon nanotube networks were firstly collected on the surface of the nitrocellulose
filter and afterwards transferred on to a target substrate by dry press technique’.

By such an approach, we have fabricated samples with individual nanotubes deposited in a sparse
form and SWCNT films with the thickness up to 1.5 um on top of arbitrary substrates. Of course, these

samples also contained a significant amount of the catalyst nanoparticles which, however, did not
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influence the final sample properties. The author of this thesis participated in the reactor optimization®®
analyzing the output product by means of AFM, but did not construct the device. Later, the experience
with carbon monoxide utilization for SWCNT synthesis was applied to produce graphene, described in
the next subsection.

3.2 Graphene Synthesis

In contrast to SWCNTs, for the case of graphene synthesis, the author of this thesis has built the

experimental set-up shown in Figure 8.

Figure 8. Photos of the graphene AP CVD reactor with fast load-in/out system (right panel) implemented for this

project.

In order to speed up the synthesis process, a special load-in/out manipulator has been implemented
combining Quick-Connect flange together with regular KF-50 flange. Such a system allowed the use of a
tubular quartz manipulator to move the catalyst copper sample from and to the hot-zone of the furnace. At
the same time, this part was designed so that after insertion of the holder, the reactor chamber can be
sealed up to the inner pressure of 3 atmospheres. Pressure can be precisely controlled with the help of
mechanical overpressure relief valves. Altogether, such a design allowed to shorten synthesis time from

several hours (including heating and cooling time of the furnace) to tens of minutes.
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As it has already been stated in the introduction we have intentionally chosen the path of carbon

monoxide utilization as a carbon source for graphene synthesis. Utilization of Boudouard reaction for

graphene synthesis allows several beneficial outcomes:

1.

In contrast to the hydrocarbon route, carbon monoxide does not require lower pressure to reduce
synthesis of amorphous carbon. Even though there are several reported techniques with fine
tuned parameters that can operate at ambient pressure for the case of methane, the process should
be stopped before a complete monolayer is formed - otherwise there is a high probability of the
second layer formation.

Methane requires hydrogen for graphene synthesis both for reducing the copper catalyst and for
growth rate amplification. In the case of carbon monoxide there is no need for hydrogen, as
carbon monoxide itself is a great reducing agent and the pyrolysis process is blocked by unique

thermodynamics of CO molecules.

. Carbon dioxide can be “naturally” used as an carbon etching agent in Boudouard reaction. More

than that, addition of a small amount of CO, allows synthesis rate control as shown further.
Finally, it has been reported as a much more efficient gas for cleaning procedure for the catalyst
preparation®’.

Carbon monoxide synthesis is flow independent and can be easily utilized in a high-pressure
regime with a standing gas. However, this feature requires ultimate purity of the utilized gasses

and high sealing of the reactor chamber.

. Furthermore, aside from the Boudouard reaction, there are several other possible synthesis routes

that result in formation of dielectric underneath the graphene layer during the synthesis

procedure®®®,

Deeper analysis of the results is published in “High-Quality Graphene using Boudouard Reaction”

by Grebenko et al. (Paper 1). Hereinafter, we will focus only on the synthesis kinetics and structural

properties of the synthesized samples. Electronic band structure and charge transfer peculiarities are

reported in Chapter 4.
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3.2.1 Graphene Growth Kinetics
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Figure 9. Kinetics summary on graphene synthesis. (A) Temperature dependence of the growth (k;) and nucleation
(ky) rate. Activation energies and Arrhenius fits (In(k)cc1/T, dashed lines) are indicated on the plot. (B) Dependence of the
growth rate on the average nucleus perimeter. (C) Equilibrium shifting of the Boudouard reaction by addition of carbon dioxide
to the synthesis chamber. Note that y-axises have different scales. (D) Dependence of the growth and nucleation rate on the

reactor’s chamber pressure. (E) Results of DFT calculations indicating the limiting reaction energy barriers for 100 surfaces. It

should be noted that this figure is presented in another format and units in the paper 1.
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Kinetics investigation of carbon monoxide graphene deposition allowed us to understand
physicochemical principles behind the synthesis procedure and to tune it so that single-crystal synthesis
can be approached. Our experiments have traditionally begun with Puratronic 99.999% pure copper foils.
We started the investigation with the determination of a limiting reaction activation energy for the growth
and the nucleation processes. To find out these parameters we firstly heat-treated foil-chunks at 1050 C
in Ar/CO, gaseous mixture to clean the surface, reduced the furnace temperature to target value and
replaced the atmosphere with pure carbon monoxide. We have terminated synthesis when a statistically
significant amount of graphene grains were synthesized.

Further we captured several regions with the help of Scanning Electron Microscopy (SEM) or
Atomic Force Microscopy (AFM) operating in Quantum Nanomechanical Mapping and processed images
with the help of Fiji (Fiji is just imageJ, recursive name). Obtained particle statistics were used to define
growth rate ks and nucleation rate ky. Dependence of these rates on the synthesis temperature plotted in
the form of Arrhenius plots was utilized to obtain activation energies. Those plots are indicated in Figure
9A. Activation energy determined from these plots is 2.34 eV for growth process and -1.32 eV for the
nucleation. Careful analysis of the samples morphology in SEM and AFM revealed that the developed
rough surface of copper foils even subjected to various cleaning and polishing procedures resulted in a
high nucleation rate and moreover in the formation of multilayer structures nearby various apexes and
protrusions.

In order to overcome this issue we followed an approach of the molten copper substrate

utilization”®"!

and replaced foil chunks with pieces of the samely pure copper resolidified on the surface
of molybdenum foil used as a wetting layer. Carbon monoxide disproportionation terminates when the
catalyst is completely liquefied and so far we worked in the narrow vicinity of the melting temperature -
1085 °C. This act resulted in a one order of magnitude suppression of the nucleation rate. Further, we
have analyzed the dependence of the growth rate on the average nucleus perimeter, illustrated in Figure
9B. Talking simply - larger grain growth faster. This finding assumes a possible route of the nucleation
suppression in order to make room for individual grains to grow to a large size single-crystal graphene.

Boudouard reaction, 2CO=C + CO,, allows equilibrium shifting by an addition of carbon dioxide to

the synthesis atmosphere. It occured that low concentrations of CO, added to a flow of CO significantly
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dropped the nucleation rate by 3 orders of magnitude, while the growth rate was mildly reduced by a
factor of 2. These results are summarized in Figure 9C. Such an approach alone facilitated the possibility
of mm-size single crystal graphene synthesis by simply a long synthesis time (~ 1.5 hours) process.
Operation at the elevated pressure at the same may speed up the growth reducing the required time to 10
minutes. Growth and nucleation rate dependence on the total pressure in the reactor’s chamber is shown
in Figure 9D. Density Functional Theory calculations performed by professor Kari Laasonen at Aalto
University, Finland, helped to understand in detail the limiting reaction rates and energy barriers.
Surprisingly, the graphene nucleus edge catalyzed the growth alongside with copper resulting in a barrier
of 2.1 eV that coincides well with experimentally observed values: apparent activation energy and linear

dependence of the growth rate on the graphene grain perimeter.
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3.2.2 Structural Properties

A B | Synchrotron radiation
- A =0.3685 A
2
@
=
) I
(=
P, A > .‘,AANIﬁﬂ
5 10 15 20
Cc
=]
s
2
‘@
c
2
£
D

Figure 10. Graphene - copper structure. (A) XRD diffractogram obtained in the transmission geometry. Bright
reflexes coming from the copper monocrystal are indicated in the panel. (B) The same data presented in the averaged over the
azimuthal angle form. (C) XRD captured in reflection geometry from another sample synthesized in the same manner. (D)
Low-energy electron diffraction captured from an individual mm-size graphene grain on the copper substrate. (E) Electron
Backscatter Diffraction map in the form of IPF. Light areas are not covered with graphene. (F) Color-coding legend for IPF.
(G) AFM image of the copper-graphene topography. The observed steps are approximately 1.5-3 nm high. (H) Atomic

resolution STM image of the graphene lattice. (I) Moire pattern form due to the lattice misalignment.
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In order to understand structural features of the synthesized material we performed rigorous
investigation employing different techniques. Even though copper pieces utilized in this research were not
single crystals and more than that they were resolidified, and as a wetting agent polycrystalline
molybdenum foil was used, the whole catalytic substrate occurred to be single-crystalline as determined
by a monocrystal diffractometry in transmission and reflection geometries shown in Figure 10 A-C. Such
unprecedented alignment can not be explained simply by the presence of graphene on top of the copper
substrate, as earlier reports on the CVD synthesis of graphene did not observe such phenomena. Most
probably, this feature originates from the interaction of carbon monoxide molecules with the surface of
the catalyst during crystallization and somehow induces the formation of copper single crystal’.

Laue diffraction allowed us to determine that the 111 lattice vector is oriented at roughly 10-11° to
the surface normal, which is consistent with earlier reported instability of main lattice cuts of copper in
the carbon monoxide atmosphere’. Further we utilized low energy electron diffraction (LEED, Figure
10D) in order to probe the crystallinity of the graphene grains formed in low nucleation regime.
Diffraction pattern contained two almost identical hexagons rotated by approximately 8 degrees’™ which
is one of a typical copper-graphene lattice mismatch angle.

Electron Backscatter Diffraction (EBSD, Figure 10 E-F) also has shown an extreme degree of the
copper lattice alignment both under graphene grains (darker regions) and outside (light regions). We have
also analyzed several other regions on the sample’s surface and all of them have shown a similar picture.
It should be noted that usually EBSD data does not look so aligned for most of earlier reported CVD
graphene. Microscopic analysis revealed that the copper surface is corrugated and forms a stepped surface
as can be seen from the AFM image in Figure 10G. Deeper analysis of the surface with the help of ultra
high vacuum scanning tunneling microscopy (STM) has independently verified the lattice of graphene on
top of the sample and visualized the Moire pattern that comes from the twist between copper 111 lattice
and graphene.

After we have successfully synthesized high-quality graphene we aimed at the sample’s

encapsulation and therefore built an additional reactor for Parylene-N deposition.
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3.3 Parylene-N Deposition

Parylene, or poly-para-xylene is a widely industrially used polymer, which applications include but
not limited to electronic circuits protection from moisture, corrosion and for insulation; bio-acceptable
coverage of the devices that are permanently implanted into the body; low-dimensional materials
encapsulation for the protection from atmospheric contaminants. It is transparent in a broad optical range
and its deposition approach facilitates uniform isotropic covering of the samples under ambient
conditions. Deposition process consists of para-xylene dimer sublimation, subsequent decomposition and

repolymerization on the surface of a target substrate.

~250V

B

Figure 11. Photograph of two-zone horizontal tubular home-built reactor for deposition of Parylene-N and -C.

To allow it, a two-zone reactor is utilized - two horizontal furnaces with a single quartz-tube reactor

chamber (see Figure 11). The first zone is kept at 120-175 “C and a glass container with parylene dimer is
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placed inside the quartz tube exactly at this heated region. Reactor designed so that pumping can be
performed from each side of the quartz tube; thus it is possible to precisely control the deposition process
and heat-treatment stabilization because of this feature. After the polymer source is loaded, generation of
its vapors is stabilized within several minutes, and the pumping removes all vapors so that they do not
reach the decomposition zone. Temperature of the first zone allows control of the deposition rate. The
second furnace is located right after the first one, and is heated to 620-750 “C. Here the dimer
decomposition occurs. A valve separating the sublimation-decomposition zone of the reactor and
room-temperature deposition chamber is used to keep the substrate away from the non-stabilized vapors
of parylene precursor and to stop the deposition process upon reaching the desired thickness. Both ends of
the quartz tube are connected to a three-exit splitter through individual valves. The third exit of a splitter
is connected to a liquid-nitrogen cold trap that protects the pump from parylene contamination. During the
stabilization procedure, the valve that goes to the deposition chamber and valve between the deposition
chamber and decomposition zone are closed. After the stabilization is complete, pumping from the
polymer source side is closed, and both valves from the previous step are open. Normally, 175 °C for the
first zone and 750 “C for the second were set resulting in c.a. 25 nm/s deposition rate and 3-5 nm
roughness. However, it is important to note that the deposition rate depends on the substrate’s material -
for e.g. in the case of graphene, deposition rate drops to 5 nm/s when compared to Si/SiO, substrate or
copper foil.

Parylene molecules can be chemically modified, in this thesis we have utilized two types:

Parylene-N and Parylene-C, the latter has a monomer modified with chlorine atoms, as shown in Figure

12.
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Figure 12. Two types of polymers - Parylene-N (a) and Parylene-C (b)

This material in terms of the presented research is interesting as it is one of the most compatible
dielectric for graphene encapsulation”. It produces great protection from H,O and O, and almost does not
influence charge carrier concentration levels. Parylene-N withstands heating up to 450 °C and therefore
allows annealing procedures required for transferred CVD graphene improvement.

This reactor was used for creation of graphene Hall-bar structures to measure the field-effect
mobility and quantum hall effect. The reactor chamber allowed it to perform all the transfer manipulations
in the N, glove box and transfer sealed graphene samples to and from the Parylene reactor.

Samples produced with the help of these three reactors were further investigated in Chapter 4
regarding the charge carrier transfer peculiarities and used for the design of novel patterning techniques in

Chapter 5.
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Chapter 4. Electronic Properties
For each object of the investigation we either applied different existing scanning probe microscopy
techniques, investigated by contact-less and regular charge transfer measurements techniques and
searched for hallmark quantum features of the object.
4.1 SWCNTs
4.1.1 Atomic Force Microscopy
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Figure 13. Kelvin-probe force microscopy of SWCNT films. The left column contains the topography channel, and
the right one provides information on the work function of the nanotubes. a,b correspond to the pristine nanotubes and ¢,d, to

the AuCl; doped film.
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When investigating pristine and AuCl; doped carbon nanotubes we have utilized KPFM to track
the change and distribution of the work function in the sample of 80% transparent SWCNT film as shown
in Figure 13. These results have shown that in both cases, the distribution of the work function is uniform
except the regions of individual SWCNT intertube contacts, whose contribution to the determined value is

minimal. These data were used to clarify and support the findings made from spectroscopic

76,77

investigation
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Figure 14. Kelvin-probe force microscopy of SWCNT films and individual nanotubes. Top row indicates the
topography channel, and the bottom shows work-function distribution. a,b - KPFM of the pristine SWCNT film. ¢,d Example
of individual SWCNT two-terminal device with potential gradually changing from negative (top electrode, panel d) to the
positive (bottom electrode, panel d). It is an example of deffectless device with adequate electronic behavior at room
temperature. The SWCNT is indicated by arrow. e,f - Example of defective/contaminated device, where along the channel

potential accidentally drops.

Another example of KPFM utilization that demonstrates potential spreading in SWCNT systems is

shown in Figure 14. In this case aside from SWCNT networks individual two-terminal devices were
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studied as well. Figure 14 c.d illustrate the gradual change of the potential along the nanotube’s length
when no contamination or defect is present in the channel. In contrast, damaged or contaminated
nanotubes demonstrate sharp potential drop as shown in Figure 14 e,f. These results were used to support
spectroscopic findings concerning the charge transfer peculiarities, i.e. the observed additional absorption

lines associated with tunneling processes and inner tube crossings’

4.1.2 Broadband Spectroscopy

Time-domain terahertz spectroscopy combined with far-infrared fourier-transform spectroscopy
represent a powerful tool for investigation of various electronic peculiarities in the system of interest*'. In
this section we primarily investigated charge transfer peculiarities in conductive SWCNT films, both
pristine and chemically modified. Broadband spectroscopy allowed us to clarify that the electromagnetic
response of SWCNT films is mostly governed by free charge carriers. Total contribution can be divided
into three types:

1. Drude-like contribution of delocalized electrons and holes.

2. Plasmon oscillations of carriers trapped into intersections of individual nanotubes presented in
the form of resonance absorption at ~ 100 cm™.

3. Gap-like absorption at or below 10 cm™ originating from tunnel barriers again at the intersections
of the tubes.

The Terahertz region was captured by the means of TeraView TPS time-domain spectrometer
(2-100 cm™) and stitched with spectra collected from far-infrared Fourier spectrometer Bruker Vertex 80v
(80-24000 cm™). FTIR data was later processed using Kramers-Kronig analysis in order to obtain the real
and imaginary part of the signal (for the case of TPS both quantities are captured experimentally). For low
temperature measurements cryostat with mylar windows was utilized for THz spectra. Main results are
illustrated in Figure 15 for pristine and doped SWCNT films. Surprisingly, in case of AuCl; doping the
overall behavior of SWCNT films does not change. These findings are in agreement with KPFM data

presented in the previous section.
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Figure 15. Broadband and THz spectroscopy of SWCNT films. Black circles and lines are used for
room-temperature spectra, and blue circles are used for low temperature (5 K) spectra. a,d - transmission coefficient, b,e - real
and c,f - imaginary part of conductance for pristine (left column) and AuCl; doped nanotubes. Gray filled region corresponds to
the plasmonic oscillations, while frequency independent region of the real part is attributed to Drude-like conductivity with

free carriers.

Deeper insight into the data analysis of spectroscopic results is presented in Paper 6,7 and 8
presented in this thesis’’®. This spectral behavior will be further compared to the THz-FIR spectroscopy

of graphene samples. Further, such SWCNT films were also compared to iodine and CuCl doped
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SWCNTs in the same manner. Results of a broadband spectroscopy are shown in Figure 16.
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Figure 16. Broadband and THz spectroscopy of SWCNT films. Left: Room temperature spectra of transmission
coefficient (a) at terahertz (dots) and infrared (lines) frequencies of three SWCNT films, pristine, CuCl- and iodine-doped.
Infrared spectra of real (solid lines in panel b) and imaginary (dashed lines) parts of the conductivity and imaginary (c) and real
(d) parts of the permittivity were obtained by spectral analysis of the transmission coefficient spectra, as described in the Paper
8. Dots in panels (b, c, d) correspond to the directly measured THz values of conductivity and permittivity. Straight dashed line
in panel (c) indicated metallic dependence of the imaginary part of the dielectric permittivity, expression (2). The inset shows
shielding effectiveness SE = -10log(Tr) (Tr — transmission coefficient) for the iodine-doped film calculated for different

thickness using the measured spectra of conductivity and permittivity. Right: Terahertz spectra of conductivity (a, c, €) and real

permittivity (b, d, f) of pristine, CuCl- and iodine-doped SWCNT films, measured at room temperature and at 10 K.
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4.1.3 Coulomb Blockade

Individual SWCNTs have very low electrical capacitance which make them a great candidate for
creation of a Quantum Dot (QD), when measured at low temperatures. Short region of a carbon nanotube
confined between two metallic contacts with Schottky barriers (which naturally form tunnel barriers)
represents almost ideal QD - a conductive island weakly coupled to macroscopic electron rich terminals.
This structure is fabricated with the help of classical electron-beam lithography and electron beam
evaporated Ti/Pd/Au (0.3/5/60 nm) metallic contacts (shown in the inset of Figure 17). There were two

interconnected QD in the fabricated device, each approximately 400 nm long.
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Figure 17. Transconductance curve of an individual SWCNT operating in Coulomb blockade regime. Differential
conductance plotted as a function of a back-gate voltage (V,,) captured from the left segment of the device shown in the inset

(contacts 1 and 3).

Within almost the whole back-gate voltage range Coulomb blockade oscillations with irregular
amplitudes are pronounced. Narrow region of V,, [1, 3] V depicts the energy gap in the spectrum typical
of a semiconducting nanotube. For well-defined oscillations when the ratio between maximal and

minimal conductance is at least 10, finite bias spectroscopy has been performed (see Figure 18)
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indicating the additional energy of the order of 1-5 meV. Such behavior is not expected for an individual

nanotube, and it may be used as another proof that the investigated structure is a SWCNT bundle.
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Figure 18. Coulomb diamond measurements. Differential conductance plotted as a function of V,, and bias voltage V.

Lines indicate back gate voltage values and bias voltage ranges for which noise measurements were performed.

Diamond-shaped Coulomb blockade is shown in Figure 18 where inside the diamond's conductance
is suppressed. Sequential tunneling is forbidden inside the diamonds and current through the QD exists
only due to high-order co-tunneling processes. This device was further utilized for shot-noise
measurements and investigation of charge carrier statistics.

4.1.4 Shot Noise

Shot noise in electronic currents originates from the discrete nature of charge carriers”. Its
observation requires low temperatures and high frequencies in order to differentiate it from the

Nyquist-Johnson noise (which is temperature dependent) and flicker noise (1/f noise, which is frequency
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dependent). Often the results of shot-noise measurements are presented in the form of the Fano Factor
comparison. Fano factor is a ratio of the noise spectral density to the spectra density of a noise with
Poissonian statistics. As an example, a diffusive metallic conductor has a Fano factor F = )4 as far as the

transmission eigenvalues distribution is universal, in other words the conductance is independent of the

shape and length.
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Figure 19. Shot Noise measurements in CB regime. Differential conductance plotted as a function of V,, and bias
voltage V. Lines indicate back gate voltage values and current ranges for which noise measurements were performed. Blue dots
indicate current noise spectral density S;, differential conductance dI/dV is indicated by orange lines (corresponding axis are
colored respectively). A,B and C indicate the cuts from Figure 18. Left columns are plotted versus source-drain voltage, while
right panels are plotted versus 7, and the region of plot is indicated by shaded region in the corresponding panel on the left

(when applicable). Solid blue lines correspond to F =1, dashed lines to F = 0.5

Quantum charge transfer in SWCNT devices is reported in Paper 4*. Briefly, three different
scenarios are observed in the shot noise dependence. First, when small currents are applied and
measurements are performed well inside the Coulomb diamonds (Figure 19 A and C) the Fano factor is

close to 1, i.e. the noise density is approximately S,~2el. It is rather expected behavior - a shot noise of an
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elastic co-tunneling process during which the quantum dot remains in the ground state. The second,
distinct scenario is observed when the Fermi level is shifted to the Coulomb resonance point (panels b
and b1). Here the Fano factor is almost twice smaller. The observation of 0.5 < F <1 is a signature of
sequential tunneling in which transport through the QD occurs via two independent tunneling processes
across the QD lead barriers. Similar to the non-interacting double-barrier case, this effect is a consequence
of current conservation and F = 0.5 indicates that QD-lead barriers are nearly identical. There are also
some regions, where F lies in the range of [0.3,0.5] which is hard to interpret for this particular system. It
should be noted that under these conditions (low current values, and V,, region where the SWCNT
resistance is lower than 100 kOhm) the clear Coulomb diamond structure was not observed as well. The
last, and most striking observation is a super-Poissonian regime with F ~ 8 at certain values of V,, near V
~ +- 2mV. In general, such a behavior can be explained by modulation of the current in QD, resulting
from the very fast random switching between different quantum states in the regime of Coulomb
Blockade. However, low quality of the coulomb diamonds precludes from unequivocal identification of
the microscopic states participating in the switching process. Giant noise is therefore a pure interaction

effect.
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4.2 Graphene

4.2.1 Electronic Band Structure
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Figure 20. Electronic properties of carbon monoxide derived graphene. (A) Raman spectroscopy map indicating the
distribution of I,p/I; ratio over a mm-size individual single-crystal grain. (B) Wide XPS spectra with core-level Cu 2p and C 1s
indicated in insets. (C)-(D) - NEXAFS spectra for C-K edge and Cu-L,; edge captured before and after annealing and for

various incident angles. (E-G) ARPES data showing the band structure of graphene-copper system and Fermi surface of

graphene (H).

-14 -1.0 -05 0.0 05 1.0 1.5

iy A

1.58 1.65 1.73 1.81

e —1 sz A71

k// A

Page 50



One of the most established techniques for graphene characterization is Raman spectroscopy with a
532 nm laser®. The ratio between L, and I may be used to estimate the amount of layers in the system.
We have performed Raman spectroscopy mapping over the whole area of the individual mm-size grain
and it occured that in each point of scan the aforementioned ratio is larger than 3, which suggests high
degree of single-layer nature of the synthesized material (Figure 20A). To further analyze the sample we
performed X-ray photoelectron spectroscopy investigation of a graphene-copper sample and found out
that C 1s line supports sp2 carbon formation similar to non-interacting free-standing graphene® (Figure
20B). Cu 2p line is also indicative for reduced pure copper substrate®. We were unable to perform the
annealing procedure of the sample in the XPS preparation chamber and we still observed a weak
contribution of oxygen in form of O Is line, which as we supposed originated from the atmospheric
contaminants. To prove it we performed near-edge X-ray absorption fine structure spectroscopy
(NEXAFS) utilizing Bessy-II beamline, that revealed extremely pure interface between copper and
graphene as all contamination traces®* detected in C-K edge signal were removed by a 300 “C annealing
procedure. At the same time the copper signal remained unchanged during such treatment and resemble®
the signal from reduced Cu®® (Figure 20 C-D). Further investigation has been performed with the help of
angle-resolved photoelectron spectroscopy (ARPES) that allowed us to analyze the Brilloine zone of
copper-graphene samples.

It should be noted that aside from clearly observed d-bands of Cu (Figure 20E) and slightly shifted
(due to doping) graphene Dirac cone® (Figure 20E-F) a small parabolic feature is observed in a I'-point
near the Fermi level®. This feature originates from the surface states of copper. They are slightly shifted
due to the presence of graphene and earlier were observed only in two cases: 1) when a single crystal
copper was clean in the UHV chamber of the ARPES device and 2) when a graphene was grown on the
surface of a single crystal copper substrate.

Analysis of the Fermi surface delivers the electron effective mass to be of an order of 1.8e-3 m,
which can be used further to estimate the mobility from THz spectroscopy measurements.

4.2.2 Broadband Spectroscopy

Broadband spectroscopy of graphene is a highly informative and non-invasive way to analyze

charge transfer properties, which has been already demonstrated for the case of SWCNT films.
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UV-vis-NIR region can be utilized as a “consistency test” - monolayer graphene has a plasmon feature
located at ~270 nm and 2.3 % absorption of the light with wavelength larger than ~600 nm. In contrast to
SWCNTs it does not have features of van Hove singularities. Typical spectrum in this range is shown in
Figure 21a. It has been captured from the carbon monoxide derived graphene transferred to
UV-transparent quartz substrate by a parafilm assisted graphene transfer technique®'. Concerning the case
of MIR-FIR-THz ranges, only the region of k< 500 cm™ holds valuable information on the graphene
system as can be seen from Figure 21b. As far as various processes, like interference, occur often at these
wavelengths, it is impossible to simply subtract the spectrum of the substrate that holds the graphene
layer®'. That’s why we firstly transferred a graphene layer on the surface of a parafilm 134 um thick film,
measured its spectra and afterwards removed graphene by means of oxygen plasma. After removal of
graphene we repeated measurements of transmission coefficient spectra. We have modeled each layer and
were able to determine Drude parameters from these spectra. It is important to note that there was a
spectra feature in the region of 10-80 ¢cm™ which is often observed during investigation of graphene
samples, but, nevertheless, can not be that easily interpreted. It might be associated with cracks formed in
the graphene during the transfer procedure, or with defect and doping centers caused again by the etchant.

More details can be found in Paper 1.
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Figure 21. (a), UV-vis-NIR spectrum of the graphene sample transferred to the quartz substrate. (b),
NIR-MIR-FIR-THz spectrum of the graphene on the 134 um thick parafilm substrate. Deep minima above =500 cm™ are due
to molecular vibrations in parafilm substrate.In the inset, the region of interest is illustrated, where the presence of free charge

carriers in graphene influences the transmissivity.

Comparing THz spectroscopy of SWCNT films and graphene we should note that in this case the

most effect is also defined by delocalized free charge carriers illustrated by Drude-like contributions.
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Figure 22. Charge transfer measurements in graphene devices. (A-E) THz spectroscopy data summary for
investigation of the crystallite-size influence on the transmission coefficient spectra. (F) Schematic illustration of the Hall-bar
structure of graphene encapsulated in Parylene-N. Side contacts are fabricated with the help of optical lithography, oxygen
plasma etching and thermal deposition of metals (Cr/Au). (G) Transconductance of 0.5x0.3 mm device fabricated from
individual graphene single crystal captured at ambient conditions. (H-E) Longitudinal and transverse resistance of a Hall-bar
structure measured at 0.5 K in the presence of strong magnetic field showing typical behavior of quantum hall effect. The

second graph shows the dependence of these two resistances on the magnetic field at a fixed back-gate voltage. (F)

Temperature dependence of the conductivity.
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We have observed some narrow resonance-like absorption lines that can be attributed to various
plasmonic oscillations caused by cracks and wrinkles in graphene film. Apart from SWCNTs no peculiar
contributions to the spectra exist at 10 cm™ and below. It is interesting that technically Parylene-N is also
transparent in THz-FIR range and can be used in order to make flexible field-effect transistors with
graphene channel and graphene gate-electrode for more informative analysis. Assumptions made from the
scattering rate factor Y ~ 90-110 cm™ and ARPES measurements allow us to estimate the mobility of
graphene in this case at roughly 10000 ¢cm*V''s”, which is larger than the one obtained from FETs
measured in DC-regime. That can be explained by the fact that by the moment of graphene transfer to
parafilm film, the latter was applied in a liquid form to the surface of the sample and the catalyst was
simply removed. Due to utilization of molten copper substrate, the final sample’s surface is far from being
flat. It results in generation of additional cracks and wrinkles during transfer procedure from parafilm to
the target parylene-N coated Si wafer. The second reason for such discrepancy originates from the fact
that effective mass determined from ARPES measurements of the Fermi surface is obtained in UHV
conditions, while THz spectra were collected at regular HV conditions of roughly 2x10° mbar. THz
mobility often claimed to be an overestimate value, as well as FET ones. Nevertheless, due to the fact that
graphene transfer procedure is still a bottleneck part of industrial graphene production it is important to at
least estimate the electronic properties of intact, unperturbed graphene. As also seen from the dependence
of the Drude parameters on the synthesis parameters (synthesis Temperature, Figure 22C, and CO,
content, Figure 22D) we can conclude that higher temperatures and higher CO, content result in larger
crystals forming polycrystalline film. More detail on graphene mobility analysis is presented in the next
subsection and paper 1.

4.2.3 Quantum Hall Effect

Firstly we measured such graphene hall-bar structures in the Field Effect Transistor fashion and the
hallmark gate trace is shown in Figure 22G. Mobility values extracted from these data fall in the range of
1500-4000 cm*V-'s". Further we subjected our samples to high magnetic fields to detect Quantum Hall
Effect phenomena - feature specific for 2D electron gasses. We were limited to roughly 8 T and did not
manage to observe clearly plateaus and zeroing of the longitudinal resistance, but all characteristic

features in the density of state plots can be observed (see Figure 22H-J)
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Chapter 5. Atomic Force Microscopy Lithography for SWCNT Films

Based on the investigated properties of the carbon nanotubes, further research efforts were done to
find a way to manipulate its optical properties on the nanoscale. We have observed that mechanical and
optical properties of SWCNT films largely depend on their density, which so far can be changed with the
help of either tension forces resulting from liquid drop evaporation from the film (liquid-driven
densification®”) or with the help of mechanical indentations®. We have begun this research branch
modeling of the SWCNT film mechanical behavior taking into account detailed geometry of the films.

5.1 Densification Model

SWCNT film mechanical model is described in detail in Drozdov et al** and was applied to simulate
the densification process often utilized to improve opto-electronic properties of the SWCNT films. We
have begun investigation with a simple liquid-driven densification, when a drop of a solvent (e.g. water)
is placed onto the film and due to the surface tension and solvent evaporation the film gets denser.
Experimental observations were completely consistent with the results of modeling, while computer
generated data resulted in a deeper understanding of the physical processes occurring at the micro- and
nanoscale. These details are almost inaccessible from the experimental point of view. For computer
generated samples we have employed Mesoscopic Distinct Element Modeling (MDEM)®*°,

In our first paper”, we were comparing the calculations of liquid-driven densification with
experimental observations made with the help of Scanning Electron Microscopy and Transmission
Electron Microscopy. Further we utilized these models to explain local ultra-densification performed with
the help of an AFM tip. Experimental data collected for the verification of MDEM is summarized in

Figure 23.
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Figure 23. Multiscale structure of the pristine (a)-(d) and densified (e)—(f) SWCNT film: (a) SEM showing an
entangled structure of pm-long wavy bundles. (b) TEM of individual and 2-CNT bundles coexisting with “medium” ~10 nm
diameter bundles (indicated with yellow arrow heads) on a 100 nm scale. TEM detailing (¢) ~10 nm diameter bundles and (d)
their merging into a thicker “large” bundle. Individual and 2—-3 CNT bundles (indicated by black arrows) can be still observed.

(e) SEM showing pm-long wavy bundles. (f) TEM of few-CNT bundles zipped on a 100 nm scale.

Page 57



5.2 Local Ultra-Densification Approach

Local ultra-densification is a process when AFM is used in a lithographic mode®' to locally change
mechanical density of the SWCNT film. This process can not be done in a classical contact mode, when
the tip is constantly pinned to the surface of the sample. Lateral movement will be destructive in this case
and can not result in a clear pattern formed on the sample’s surface. On the contrary, tapping mode can be
used for such a procedure in a hard tapping regime, when the feedback is tuned so that auto-generation
begins. In this case, the tip hits the surface of the sample, but laterally moves in the retracted state.

However, it is rather hard to quantify important technological parameters in this case, and assign
them in a simple way with the desired final optical parameter. Therefore we have mostly utilized AFMs
that are capable to operate in a “sewing machine” regime, i.e. PeakForce tapping in Bruker Multimode V8
and Hybrid Mode in NTM-DT Integra. At each point of scan the tip is brought into contact at a desired
force value, while in lateral direction the tip moves in a retracted state, and at each point of scanning the
complete force-distance curve is captured. Regular AFM tips that withstand this procedure have a radius
of 20-30 nm, and tip’s pyramide angle of 25°, which determines the resolution roughly at 100 nm for 300
nm thick film. It should be noted that this parameter is sample dependent, as the SWCNT film thickness
largely influences the patterning outcome.

Potentially, such an issue can be minimized by utilization of rod-like tips, which are not yet widely
produced. It is extremely hard to investigate the individual indentation process performed by the tip due
to the fact that its size is comparable to the tip. In order to have an adequate picture of the process we did
Helium Ion Microscopy, which delivered state-of-the art resolution and material contrast allowing
visualization of the individual tubes and bundles with great precision. Furthermore our colleagues from
the University of Minneapolis (USA) and Twente University (Netherlands) performed careful MDEM
simulations of the tip-sample interaction. Such modeling allowed us to understand typical changes
occurring at the nanoscale and is an excellent way to visualize the densification process. These data are
shown in Figure 24. As model film we utilized roughly 135 nm (h,) relaxed swent film, which was
densified by an indenter to a instantaneous height value h,, of roughyl 20 nm. After the indenter was
removed, the film relaxed to a height h of approximatelly 35 nm and the overall thickness was reduced to

100 nm outside of the densified region.
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Figure 24. Local ultradensification of the SWCNT film. (A-E) A step-by-step MDEM simulation of the local
tip-driven densification process. (F-K) HeIM images of the AFM-densified regions, densification force of the calibrated tip is
indicated under each panel. (L) Relative height dependence on the indentation force value. Experimental data are compared to

both compression and relaxed simulation values.
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5.3 Optically Active Devices

It turned out that such densification allows precise sub-wavelength modification of the reflection
coefficient. Even if the initial SWCNT film is deposited so thick that it neither reflects nor transmits
significant amounts of light, ultimately densified regions tend to be highly reflecting in the visible range.
Such lithography can be utilized to fabricate various optical devices such as Fresnel lenses, metamaterials
and many others directly on the surface of flexible, stretchable and electrically conductive material.
Firstly we patterned large reflective squares to show how the reflectance changes during compression and
finally came to patterning of static computer-generated holograms and diffraction gratings. Even though
these devices had a small efficiency when compared to standard metallic structures, their mechanical
properties justify their drawbacks. These results are described in detail in Paper 3.

Briefly, the reflection enhancement (RE) of SWCNT film (optical image in Figure 25A) is depicted
in Figure 25B in the form of the map. The increase in the reflectivity is tightly bound to the spectral range
and the applied densification force. It has occured that the most prominent effect takes place in the short
wavelength region of UV-vis (Figure 25C). Maximal reflection enhancement for particular wavelengths
are plotted in Figure 25C. It is important to note, that the reflection enhancement is naturally bound to the
initial pristine film thickness - thin films can not be densified into reflective surface keeping its sparse
network form (see Figure 25D). Scattering reduction due to the densification seems to play a major role

in the RE phenomena as a part of an overall absorption reduction (see Figure 25E).
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Figure 25. Optical properties controlled by local densification. (A) Optical microscope photo of the densified
squares in SWCNT film taken in the reflected light. Densification force values (PeakForce tapping) growth from left to right
and from top to bottom gradually from 33 nN up to 2500 nN (B) Reflection enhancement map illustrating the dependence of
RE on the densification force (PeakForce tapping) and wavelength. (C) Dependence of the reflection enhancement value
normalized to the reflection of pristine film for UV (402 nm), vis (750 nm) and NIR (1200 nm) wavelengths for a fixed
thickness of the SWCNT film at ~ 250 nm (T600 = 40-50 %). (D) Maximal Reflection Enhancement (MRE) for samples
densified at 2500 nN of the different initial thicknesses (T600). (E) Averaged scattering intensity (relative to the pristine film)

dependence on the densification force, indicating one source of the reflection enhancement.
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Finally we were able to define a computer generated hologram of Sk logo (CGH, shown in Figure

26 A-E) and a set of diffraction gratings (shown in Figure 25F-H).
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1000 1500 2000 2500 3000
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Figure 26. Optically active media defined by means of SPL. A-E Static computer-generated hologram patterning in
the SWCNT film on a quartz substrate. (A) Initial pattern generated by computer. (B) An SEM image of the pattern 120x120
um?2 transferred by means of SPL (Hybrid™ mode) and (C) close look on the left bottom corner. (D) Fourier transform of
image (B). (E) Optical photograph of the hologram recovered by 650 nm laser. (F) Optical photograph of a set of diffraction
gratings with different periods patterned in SWCNT film on quartz substrate by hard tapping SPL. An AFM (G) image of one
of the diffraction gratings with 800 nm period. (H) NIR spectrum of the reflection enhancement of diffraction gratings
indicating spectral features resulting from the pattern. This feature may be assigned to some collective excitations occurring in
these gratings.

CGH was calculated by prof. Sergey Zaitsev and Dr. Aleksandr Svintsov at IPTM, RAS. An initial
CGH is shown in Figure 26 A. Image was transferred to the surface of an SWCNT film by means of
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Hybrid Mode AFM lithography. Further it was analyzed by SEM (Figure 26B and C). To check the
correctness we performed Fourier transform of the image 26B (see Figure 26D) and further reconstructed
the hologram with the help of laser radiation (Figure 26 E).

We also were able to observe spectral features (Figure 26 H) in the near-infrared region for

diffraction gratings (Figure 26 F,G). However, we did not manage to find the explanation for the nature

of observed spectral lines.
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Chapter 6. Conclusions and Perspectives

To sum up, the key goal of this research has been successfully achieved - carbon monoxide has been
utilized for the first time to synthesize graphene. Previous successful realization of aerosol-assisted CVD
synthesis of single-walled carbon nanotubes (SWCNT) has formed the basis for graphene reactors. (1)
Ambient pressure (and high pressure as well) CVD reactor designed at Skoltech facilitated
single-crystal monolayer graphene grains with up to 5 mm size, limited only by the reactor chamber
size. It is important to mention an unprecedented chemical purity of the synthesized graphene - the purity
is comparable to the exfoliated graphene samples. It should be stressed that the observed features, i.e.
copper surface states, in the electronic band structure of synthesized graphene-copper composite are also
quite unique and manifest extreme purity of the metallic state. Their uniqueness lies in the fact that one
requires a perfect copper surface to observe such a state. It should be explicitly noted that these surface
states are protected by graphene and can be easily studied by means of other photoelectron spectroscopy
techniques, or even employed in practical devices. The next to recall is the peculiar interaction of the
carbon source gas with the metallic catalyst, which first ensures monocrystallization of the catalyst and
formation of the specific crystal-cut which hides a great potential for real world application of the
metal-graphene composite for various catalytic reactions and other surface-dependent processes (e.g.
adsorption for gas sensors).

What is more important - this result paves the way for novel tasks and problems. To mention a few -
a great potential is hidden towards application of non-catalytic reaction of carbon monoxide with different
metals and semiconductors, that possibly may result in the formation of a single graphitic layer. One of
such potential techniques relies on the utilization of titanium® - carbon monoxide, when interacting with
the surface of this metal at elevated temperatures may form a graphitic layer turning the metal underneath
to its oxide. So far a transfer-free graphene may be formed - a thin layer of a high-k dielectric (e.g., TiO,)
can be utilized as a gate dielectric and the device may be formed right on the surface of the sample after
synthesis. Finally, utilization of the Boudouard reaction largely simplifies the setup which is extremely
important for industrial application of the suggested scalable synthesis technique.

Broad-band spectroscopy of carbon monoxide derived CNMs speaks in favor of high quality of the

synthesized materials. It was possible to (2) determine the main contribution of delocalized carriers
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into the spectral behavior for pristine, doped SWCNTSs and graphene in the THz range (for the case
of graphene it can be also claimed regarding almost the whole spectral range from UV to THz). (3)
Microscopical analysis further helped to understand the contribution of the defects and tunnel
junctions into the FIR-THz ranges. Often it is complicated to associate absorption spectral lines with
collective excitations in the system, while these simple examples of graphene and SWCNTs can be further
used to understand peculiarities in optical conductivity of other low dimensional materials.

Optical charge transfer investigation was also supported by the study of nano-devices, when
individual CNM structure was used as a basis. Typically, we had field-effect transistor geometry with
Hall-bar contacts organization when possible. Low temperature experiments and shot-noise measurements
allowed us to observe quantum phenomena in individual SWCNT devices. The key finding (4) is the
observation of a super-poissonian shot-noise in the SWCNT quantum dot tuned to the specific
regime, when non-elastic processes and resonant tunneling dominate. For the case of graphene,
successfully encapsulated with the developed parylene-N coating (5), we were able to observe a
hallmark feature - (6) quantum hall effect in macroscopically large mm-size samples.

Finally, (7) novel patterning techniques were developed taking into account understanding of
mechanical and optoelectronic properties of the synthesized materials. Both atomic force microscopy
lithography (AFML) and regular electron-beam lithography (EBL) methods, are highly requested by
fastly growing material science and biological communities - such hacks towards compatibility with
delicate materials allows a larger set of samples to be investigated and patterned at the nanoscale. It was
shown that SWCNT films can be modified by means of AFML, resulting in stretchable and flexible
optically active devices. Grayscale lithography technique overcomes limitations of common EBL and OL
methods employed before, facilitating creation of metasurfaces on small and curved meshy materials.
This technique opens an avenue for further application with various other nanowires and nanotubes of e.g.
semiconducting nature. From the other side, gentle patterning techniques, i.e. novel EBL and OL resists
that allow operation with mild physical and chemical treatment of the target material surface, are

reviewed and developed.
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