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Abstract

ABSTRACT

In the last decade, the study of nanoparticle (NP) systems has become a large and interesting
research area due to their novel properties and functionalities, which are different from those of
the bulk materials, and also their potential applications in different fields. It is vital to understand
the behaviour and properties of nano-materials aiming at implementing nanotechnology,
controlling their behaviour and designing new material systems with superior performance.
Physical characterisation of NPs falls into two main categories, property and structure analysis,
where the properties of the NPs cannot be studied without the knowledge of size and structure.
The direct measurement of the electrical properties of metal NPs presents a key challenge and
necessitates the use of innovative experimental techniques. There have been numerous reports of
two/four point resistance measurements of NPs films and also electrical conductivity of NPs
films using the interdigitated microarray (IDA) electrode. However, using microwave techniques
such as open ended coaxial probe (OCP) and microwave dielectric resonator (DR) for electrical
characterisation of metallic NPs are much more accurate and effective compared to other
traditional techniques. This is because they are inexpensive, convenient, non-destructive,

contactless, hazardless (i.e. at low power) and require no special sample preparation.

This research is the first attempt to determine the microwave properties of Pt and Au NP films,
which were appealing materials for nano-scale electronics, using the aforementioned microwave
techniques. The ease of synthesis, relatively cheap, unique catalytic activities and control over
the size and the shape were the main considerations in choosing Pt and Au NPs for the present
study. The initial phase of this research was to implement and validate the aperture admittance
model for the OCP measurement through experiments and 3D full wave simulation using the
commercially available Ansoft High Frequency Structure Simulator (HFSS), followed by the
electrical characterisation of synthesised Pt NP films using the novel miniature fabricated OCP
technique. The results obtained from this technique provided the inspiration to synthesise and
evaluate the microwave properties of Au NPs. The findings from this technique provided the
motivation to characterise both the Pt and Au NP films using the DR technique. Unlike the OCP
technique, the DR method is highly sensitive but the achievable measurement accuracy is limited
since this technique does not have broadband frequency capability like the OCP method. The
results obtained from the DR technique show a good agreement with the theoretical prediction.
In the last phase of this research, a further validation of the aperture admittance models on
different types OCP (i.e. RG-405 and RG-402 cables and SMA connector) have been carried out
on the developed 3D full wave models using HFSS software, followed by the development of

universal models for the aforementioned OCPs based on the same 3D full wave models.
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Key Original Contributions Made

Key Original Contributions Made

o The implementation and validation of a full aperture admittance model (i.e. capacitive
model) for the open ended coaxial probe (OCP), by carrying out experiments on
several different dielectric materials including low, medium and high permittivity
materials.

o Synthesis of platinum (Pt) and gold (Au) nanoparticles (NPs) of various sizes, with
electrochemical structural characterisation of those synthesised NPs using cyclic
voltammetry (CV).

o Fabrication of a novel miniaturised K-connector OCP for the characterisation of
metallic NP films.

o Development of three dimensional (3D) full wave K-connector OCP using the
commercially available Ansoft High Frequency Structure Simulator (HFSS) software,
which further validated the aforementioned capacitive model. This model is also
novel in the sense that it is the smallest probe in the literature and nobody has
developed the actual K-connector OCP so far.

o Development of 3D full wave model of a sapphire dielectric resonator (SDR) using
the HFSS software. Also the development of SDR model using the freely available
Superfish software and post processing to extract the microwave parameters of
interest by suitable MathCAD programs.

o Extremely sensitive electrical characterisation of synthesised Pt and Au NPs films by
means of OCP and SDR microwave techniques. These measurements are novel and
are first attempts to characterise NPs films using OCP and SDR techniques. The
results of these experiments show good agreement with theory.

o Microwave properties of synthesised Pt NPs by means of hydrogen (H,) adsorption
using the OCP technique. This experiment itself is novel since no systematic work has
been reported on the microwave properties of Pt NPs by means of H, adsorption.

o Development of wuniversal models for different types of OCPs (i.e. K and SMA
connectors, RG-405 and RG-401 cables) based on the developed 3D full wave OCP
models using HFSS software by mapping the complex admittance (Y1) of the probe
obtained from the 3D full wave OCP onto a complex permittivity (¢; and &;) plane.
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Chapter 1 Introduction and Thesis Summary

CHAPTER 1

INTRODUCTION AND THESIS SUMMARY

1.1 Introduction

In the last decade synthesis, characterisation and understanding of a material with very small
particle size have become the most interesting research area due to their novel properties and
potential applications in different fields. Metal nanoparticles (NPs) offer enormous promise
as functional units for the development of sensors, photo-electrochemical cell and general
nanoelectronic devices due to their ease of synthesis and stability [1]. However, they exhibit
unconventional properties and functionalities which differ significantly from those of the
bulk parent metals. The properties of the NPs cannot be studied without the knowledge of
size and structure (or shape) [2]. Experimental studies on the electrical properties of
nanoparticles are limited [3]. Measuring the electrical conductivity of such metal NPs
represents a challenging and key experiment and necessitates the use of innovative
experimental techniques. In the context of this thesis, the focus will be solely on the electrical
characterisation of metallic NPs using a novel approach, applicable to a wide range of
materials for which direct electrical contact is unfeasible: namely, contactless microwave

measurements using a coaxial probe and dielectric resonator (DR) techniques.

This research is the first attempt to determine the electrical properties of Pt and Au NP films
using microwave techniques. The ease of preparation of these NPs was one of the main
considerations in choosing them for the present study. Initially the experiments were carried
out on Pt NPs using the coaxial probe technique, since this technique is relatively cheap,
non-destructive, broad bandwidth and no special sample preparation is needed. The Pt was
selected due to its ease of synthesis and its unique catalytic [4, 5] properties. The results
obtained from this technique provided the motivation to evaluate the electrical properties of
Au NPs, selected because it is relatively cheap and can be synthesised in various sizes [6].
The results obtained from this technique provided the motivation to characterise both the Pt
and Au NPs using the DR technique. Unlike the coaxial probe technique, the DR method is
highly sensitive but the achievable measurement accuracy is limited since this technique does

not have swept frequency capability like the coaxial probe method. The results obtained from
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the DR technique show a good agreement with theoretical predictions. There are many
advantages of using these microwave techniques (i.e. coaxial probe and DR) over other
methods. The main advantages with such microwave sensors are their capability to measure
non-destructively and contactlessly, using penetrating waves without any health hazards to
personnel and also being fast [7]. This chapter consists mainly of an overview of the structure
of this thesis followed by the interdisciplinary applications of Pt and Au NPs.

1.2 Thesis Synopsis

e Microwave Techniques for Electrical Characterisation of Metallic Nanoparticles
(Chapter 2)
This chapter will cover the reviews of historical development of nanotechnology, the
existing various NP synthesis methods, characterisation techniques of NPs that are in use
currently, the main microwave techniques for the electrical characterisation of NPs and also
the existing alternative approaches for the electrical characterisation of NPs, followed by

the relevant resonator perturbation theory.

e Microwave Theory for Material Characterisation (Chapter 3)

The two main microwave techniques (i.e. non-resonant and resonant methods) for the
material characterisation are explained. Existing aperture admittance models (i.e. capacitive
and variational model) for the open ended coaxial probe (OCP), the transmission mode
measurement with microwave resonator along with derivation of expression of their
resonant frequency and unloaded quality factor are detailed. The concept of microwave

networks, scattering parameters and Debye theory for dielectric response are described.

e Preparation, Physical and Electrochemical Characterisation of Metallic
Nanoparticles (Chapter 4)
The various chemical methods carried out in the synthesis of various sizes of metallic (i.e.
Pt and Au) NPs, ranging from 3 nm, 6.9 nm, 8.6 nm (i.e. Pt) and 8.2 nm, 16.5 nm, 24.8 nm
(i.e. Au) are explained. Secondly, the cleanliness, structure and the size of those synthesised
NPs (i.e. Pt) were validated electrochemically using the cyclic voltammetry (CV). Thirdly,
in-depth structural characterisations of those particles (i.e. Pt and Au) were performed using
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transmission electron microscopy (TEM). Finally, this chapter discusses the relevant

experimental details and all of the obtained results.

3D Electromagnetic Simulation of Coaxial Probe and Sapphire DR (Chapter 5)

This chapter provides a full account of the development and validation of the 3D full wave
models of the OCP (i.e. K and SMA connectors, and using RG-405, RG-402, RG-401
cables) and sapphire DR. Development of the 3D full wave OCP model enabled validation
of the capacitive model by simulation. Moreover, later sections in this chapter describe the
limitation of the capacitive model of the OCPs by mapping the complex admittance (¥y)
values onto the complex permittivity (¢; and &;) plane obtained from the developed 3D full
wave models of OCPs. Such mappings provide a visual representation of how the complex
admittance, Y1, varies with €, and &, at a fixed frequency and give an indication of the
sensitivity of the parameters (i.e. Cy and C)) of the capacitor model. In the last phase of this
chapter, the experimental results obtained from microwave studies for the Pt oxide and Au
NP films were supported with a relevant 3D full wave sapphire DR model, which closely
resembled and predicted the correct signature. Finally, this chapter discusses the relevant
simulation details and the results obtained.

Microwave Characterisation of Metallic Nanoparticles (Chapter 6)

There are several essential parts of this research which are covered in this chapter. Firstly,
fabrication of K-connector OCP, and implementation and validation of aforementioned
aperture admittance models (i.e. capacitive and variational models) were described, by
carrying out experiments on several different dielectric materials including low, medium
and high permittivity materials. Secondly, microwave electrical characterisations of those
NP films were carried out using the OCP (i.e. with the established capacitive model) and
sapphire DR. Thirdly, the DC and microwave electrical characterisation of the Pt and Au
NP films are compared. Fourthly, the surface modifications of the Pt NPs were carried out
by means of hydrogen adsorption using the OCP technique. Fifthly, the results obtained
from the microwave experimental studies for the Pt oxide, pure Pt and Au NP films were
theoretically supported with a simple modelling based on random R-C and R-L network
arrangements, which closely resembled and predicted the correct signature. Finally, this

chapter discusses the relevant experimental details and all of the obtained results.
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e Conclusions and Recommendations (Chapter 7)

A brief summary of the work carried out so far and suggestions for future studies are

discussed.

1.3 Interdisciplinary Applications of Pt and Au Nanoparticles

Recent advances in the production and measurement on nano-scale systems have revitalized
the study of Pt and Au metallic particles due to their ease of synthesis, stability,
unconventional properties and functionalities which differ significantly from those of the
bulk metals. Applications of NPs for catalysis and biological sensors (among others), are now
receiving enormous attention due to their distinctive physical properties (e.g. high surface

area to volume ratio, adsorption and scattering behaviour).

o Widely Used as Catalysis [8]
Chemical catalysis benefits especially from Pt and Au NPs due to their large surface to
volume ratio. The application potential of NPs in catalysis ranges from fuel cell to catalytic
converters and photo catalytic devices. Catalysis is also important for the production of
chemicals. Pt NPs are now being considered in the next generation of automotive catalytic
converters because the very high surface area of nanoparticles could reduce the amount of Pt

required.

o Protein Detection [9]
Understanding the functionalities of proteins is extremely important for further progress in
human well-being. Au NPs are widely used in immunohistochemistry to identify protein-
protein interactions. However, the multiple simultaneous detection capabilities of this
technique are limited. Surface enhanced Raman scattering spectroscopy is a well-established
method for detection and identification of single dye molecules. By combining both
techniques in a single NP probe one can drastically improve the multiplexing capabilities of

protein probe.
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o Application in Cancer Cell Diagnostics [10]
Au NPs act as excellent sensors and novel contrast agents for optical detection due to their
enhanced adsorption and scattering. Using the surface plasmon resonance (SPR) scattering
images and SPR adsorption spectroscopy generated from antibody conjugated Au NPs can be
useful in molecular biosensor techniques for the diagnosis and investigation of oral living

cancer cells in vivo and in vitro.

o Nitric Oxide (NO) sensor [11]
Pt NPs can be electrodeposited directly on the surface of multi-walled carbon nanotubes
(MWNTs) by using a cyclic potential scanning technique to form a novel nano-Pt/MWNT
modified electrode. The PUMWNT modified electrode can be used as a sensor to directly

determine the Nitric Oxide concentration in aqueous solution.
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CHAPTER 2

MICROWAVE TECHNIQUES FOR ELECTRICAL
CHARACTERISATION OF METALLIC NANOPARTICLES

2.1 Introduction

The synthesis and characterisation of metal nanoparticles (NPs) have attracted intense
research interest in the area of nanoscience, molecular chemistry and microwave engineering
due to their unconventional properties and functionalities, which are different from those of
the bulk metals. When a metal particle with bulk properties is reduced to a size of a few
hundred atoms, the density of states in the conduction band decreases to such an extent that
the electronic properties change dramatically. NP based materials are of interest because of
their unique electrical and chemical properties. Specifically, platinum (Pt) and gold (Au) NPs
have attracted much interest due to their ease of synthesis and their unique catalytic [1, 2, 3]
activities, stability and potential importance as functional units for the construction of
sensing [4], photo-electrochemical cell, and micro-electronic devices [5]. The properties of
the NPs cannot be studied without the knowledge of size and structure [5]. Transmission
electron microscopy (TEM), scanning electron microscopy (SEM), X-ray diffraction (XRD)
and cyclic voltammetry (CV) are generally used to characterise the size and structure of NPs.
Detailed description of these techniques can be found in the following section. Experimental
studies on the electrical properties of nanoparticles are limited [6]. Although the electrical
characterisation in bulk samples constructed by NPs has been investigated [7, 8], such studies
of bare NPs and NPs stabilised by organic molecules are lacking. Measuring the electrical
conductivity of such metal NPs represents a challenging and key experiment and necessitates
the use of innovative experimental techniques. It would be interesting to explore the electrical
properties of NPs stabilised by organic molecules and without those organic molecules
(i.e. bare NPs). However, to the best of the author’s knowledge there have been very few
reports of investigation on the electrical properties of Pt and Au NP films [9]. Among those
investigations, the direct contact measurement of the current-voltage characteristics of
individual particles represents one such approach, where most of the authors have used
two/four point probe techniques. Here we highlight an alternative, novel approach, applicable

to a wide range of materials, for which direct electrical contact is unfeasible: namely,
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contactless microwave measurements using a coaxial probe and dielectric resonator
techniques. This research is the first attempt to determine the electrical properties of Pt and
Au NP films using microwave techniques. The main advantage with microwave sensors is the
capability to measure non-destructively, using penetrating waves, without health hazards to

personnel [10].

This chapter will consists mainly of a review of the historical development of
nanotechnology, the existing NP synthesis methods, characterisation of NPs, the main
microwave techniques for the electrical characterisation of NPs and also the existing

alternative approaches for the electrical characterisation of NPs.

2.2 Historical Development

Colloid science started essentially in 1861, where the scientist Ostwald classified dispersed
systems of particles with sizes 1-100 nm as colloids [11]. Recent studies on NPs began in
1962 with the work of Kubo [12]. He predicted that the physical property of small metal
particles will be quite different from those of bulk. The concept of atomic precision was first
suggested in 1959 by the Physics Nobel Laureate Richard Feynman in a celebrated lecture to
the American Physical Society [13]. Research on small particles (including atomic and
electronic structure determination using experimental studies and theoretical methods)
commenced in 1970 [14]. In 1980, atom clusters with selected size ranges were produced and
chemical and physical property studies began [15]. Cluster assembled nano-materials have
been getting great attention during the last couple of years. Recently, carbon clusters

including both fullerenes and nanotubes have been arousing much interest [16, 17].

The developments in microscopy technology have enabled us to visualise images of
nanostructures and have largely dictated the development of nanotechnology.
Nanotechnology is the collaboration of both the science and engineering of making materials,
functional structures and devices on the nano-scale [13]. Nanotechnology has become an
essential and active area of research which is rapidly developing in industrial sectors and

spreading over to almost every field of science and engineering.
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2.3 Methods of Nanoparticles Synthesis

Various methods have been reported by many researchers for the synthesis of NPs of
materials of interest and of varying size range [18, 19]. The reproducibility and control of the
size and the shape of particles are the prime important factors in the synthesis of NPs. The
synthesis of NPs generally falls into two main synthetic techniques, namely, physical and
chemical methods [18]. The most widespread physical method is using inert gas evaporation
[20], which is used for metals which are consolidated under vacuum conditions. There are
other techniques such as Joule heated ovens, sputtering, etc. [20]. In-depth details of the
synthesis of NPs using the physical techniques are not covered in this section since it is
beyond the scope of this thesis. This thesis mainly focuses on the chemical synthesis’
method, since this method is more advantageous due to its resulting chemical homogeneity
owing to mixing of the constituents at a molecular level. NPs synthesis can be summarised as

shown in fig. 2.1.

Methods of nanoparticle synthesis

1
| |

Physical Chemical
Inert gas Vacuum Ionised
evaporation  sputtering cluster
beam
Sol-gel Colloidal Micro
emulsion
method

Figure 2.1 The main synthesis methods of NPs.

Sol-gel techniques can be used to produce ceramic materials through the processes of
gelation, precipitation and hydro-treatment [21, 22]. The advantages of this technique are
high mechanical strength and high thermal stability of the NPs. Metal NPs are also prepared
by colloidal methods, for example cubic Pt NPs (of size ~ 9 nm) can be synthesised by this
method. The micro-emulsion method has been used to produce metallic, semi-conducting,

superconducting as well as alloy NPs [23]. For example, Pt NPs of size ~ 3 nm can be made

* For more reasons for the usage of chemical synthesis of NPs, please refer to section 4.2.1.
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by this method. The main advantages of colloidal and micro-emulsion methods are that they
allow synthesis of NPs of different sizes, are a relatively easy method, and (most importantly)
allow the precipitated NPs to be cleaned very easily by removing the chemicals present due

to the synthesis process.

2.4 Characterisation of Nanoparticles

Physical characterisation of NPs is vital to understand the behaviour and properties of nano-
materials aiming at implementing nanotechnology, thus controlling their behaviour and
designing new material systems with super performance. Characterisation falls into two main

categories, property measurement and structural analysis.

Structural analysis is carried out by a variety of microscopy and spectroscopy techniques.
Direct imaging of the NPs is possible using transmission electron microscopy (TEM) and
scanning electron microscopy (SEM) [24] [i.e. both scanning tunnelling microscopy (STM)
and atomic force microscopy (AFM)]. TEM imaging (in conjunction with selected area
electron diffraction) is valuable for the analysis of crystalline samples. The greatest
advantage of TEM is its ability to measure the size, shape and structure of the NPs. Both
STM and AFM are used for surface analysis of NPs. Apart from these instruments, there are
other techniques like X-ray diffraction (XRD) which provides information about the structure
by diffraction and interference effects of photons or electrons, and Raman spectroscopy [25]
as an aid to study the optical properties of the NPs. But cyclic voltammetry (CV) is a
potential-controlled electrochemical technique, where the current that flows through the
working electrode is registered versus the applied potential. This technique provides much
information about the condition of surface of the working electrode or about the test solution.
However, all these techniques except the CV, are expensive, require several preparatory steps
as well as prior digestion of samples. For these reasons, the CV has been found to be
relatively cheap, versatile, and sensitive enough without needing several conditioning steps
before analytical measurements are taken [26], from which the cleanliness, structure, and the
size of the NPs can be analysed (i.e. from the resulting CV profile) [27].

Electrical and electrochemical analyses of NPs are useful for the fabrication of sensors, photo
electrochemical and general nano-electronic devices [28]. The measurement of electrical

conductivity and permittivity gives valuable information about the electronic, ionic, different

10
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relaxation processes, and different polarisation mechanisms in nano-structured material [29].
Impedance spectroscopy has also emerged as a powerful experimental tool for the

characterisation of electrical properties of nano-structured materials [30].

2.5 Fundamental Aspects of the Interaction of Microwaves with Materials

When microwaves are directed towards a material, part of the microwave energy is reflected,
part is transmitted through the surface and part of it is adsorbed. The proportions of energy
which falls into these three categories have been defined in terms of the dielectric properties.
The essential electrical property through which the interactions are described is the complex

permittivity of the material (¢) and is a complex quantity expressed as follows [31]:
€E=¢,— Jg, (2.1)

where the real part of the permittivity (&) is a measure of how much energy from an external
electric field is stored in a material. The imaginary part of the permittivity (e,) is called the
loss factor and is a measure of how dissipative or lossy a material is to an electric field and
j = V(-1). & is always greater than zero and is usually much smaller than ;. The loss factor
includes the effects of both dielectric loss and conductivity. Loss is commonly expressed in
terms of the loss tangent (or dissipation factor), tand = €»/¢;. In some areas (e.g. thin metallic
films, biomedical measurements), it is common practice to express loss in terms of an
equivalent conductivity, o, measured in S/m, where ¢ = 2nfe,€, where f is the measurement
frequency and ¢ is the permittivity of free space. Electrical conductivity exists because of the

presence of conduction electrons that are free to move inside the material.

2.6 The Main Microwave Techniques for Electrical Characterisation

Utilizing a material for a specific application necessitates understanding the properties of the
material. From the electromagnetic point of view, materials can be identified by their
complex permittivities and permeabilities. There are various approaches for identifying these
parameters, which generally fall into non-resonant and resonant methods. The first category
(i.e. non-resonance method) includes reflection methods [32] and transmission/reflection
methods [33, 34]. These techniques usually have the swept frequency ability for the measured
frequency range. In reflection methods, the electromagnetic waves are directed towards a

sample and the properties of the material sample are deduced from the reflection coefficient

11
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(i.e. based on the broadband scattering parameters (S-parameters)) at a defined reference
plane. This method can only measure either permittivity or permeability of the material under
test. In a transmission/reflection method, the sample is inserted in a piece of transmission
line, and the properties of the sample under test are deduced on the basis of the reflection
from the sample and the transmission through the sample. This is a widespread method in the
measurement of the permittivity and permeability of low conductivity material. The second
category (i.e. resonant method) [35] generally includes the resonant perturbation method,
which is based on resonant perturbation theory. Unlike the reflection and transmission/
reflection techniques, resonant techniques do not have the broadband frequency capabilities.
Only a single or certain frequency points can be measured. For a resonator with given
electromagnetic boundaries, when part of the electromagnetic boundary condition is changed
by introducing a sample, its resonant frequency (fp) and quality factor (Q) will also be
changed, from which the properties of the sample can be derived (i.e. depending on whether
the sample is introduced into the electric field or magnetic field, the permittivity or

permeability of the sample is being measured).

To the best of the author’s knowledge, there have been very few reports of investigation on
the electrical properties of NPs, the most of these being low frequency electrical
characterisation of nano-composite materials [35, 36] (e.g. sol-gel derived metal NPs [37],
metallic composite and semi-metallic thin films [38, 39, 40], metal-carbon covalent bond
[41, 42]) and NPs suspensions [9] using various measurement techniques. Most of these have
used the two/four point measurement technique. Numerous techniques have been widely
adopted for the measurements of dielectric properties of the materials over radio frequencies
(RF) and microwave frequencies (MF) [43, 44]. The number of such techniques and
variations that exist is, however, so great that it be virtually impossible to discuss all of these
in this chapter. The most widely used techniques are those based on measurement of either
reflection coefficient or resonant cavities. In the cavity perturbation technique, which was
widely adopted for microwave dielectric properties measurements [45, 46], the size of the
sample under test must be much smaller than the cavity size. This measurement method is
highly sensitive but the achievable measurement accuracy is limited since this technique does
not have swept frequency capability. The reflectance method is the most widespread non-
resonant technique currently in use because of the popularity of the coaxial sensors, also
known as coaxial probe, coaxial reflectance probe, coaxial-line probe or open-ended coaxial

probe. Coaxial lines are used as sensors for in-situ measurement of electrical properties of

12
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various types of materials [10]. It is to noted that the coaxial probe has several advantages
over other sensors based on open-ended waveguide [47, 48], the most important being its
simplicity, its high speed, versatility, low cost and non-destructive nature over a broad
frequency band. From the stand point of this research, however, the most relevant and
suitable methods are those based on such a coaxial probe and a cavity resonator. Vector
Network Analysers (VNAs) are usually employed in all modern non-resonance and
resonance techniques for measuring the scattering parameters (S-parameters — i.e. S;; and

S,1) from which the material properties can be extracted.

The coaxial probe technique has been established over the last 20 years as a standard tool for
evaluating electrical properties in the microwave frequency range. It involves termination of
a short length of flanged coaxial transmission line with the material under test, followed by
measurement of the reflection coefficient p at the material interface. Recently, Hussain ef al.
[49] proposed a different method for determining the electromagnetic properties of
nanoparticles colloids using two different experimental techniques in order to cover a
broadband frequency range. A Novocontrol Spectrometer and a dielectric probe kit together
with a vector network analyzer was used for low and high frequencies measurements,

respectively, to calculate the complex permittivity of the sample.

Lee and Collier [38] have used microwave transmission technique to measure the sheet
resistance of thin metallic NiCr and Al films as shown in fig. 2.2. Liu et al. [6] have used a
dielectric resonator to measure the dielectric constants of metallic nanoparticles. Similarly,
Yeh et al. [50] have carried out measurement of the dielectric constant of metallic NPs
embedded in a paraffin rod at microwave frequencies using a dielectric resonator. Recently,
Krupka et al. [51] have reported a dielectric resonator technique for the measurement of
conductivity and surface resistance of thin metal aluminium films deposited on a dielectric
substrate. Similarly, Jarvis et al. [52] have used dielectric resonator for measuring the

electrical conductivity of carbon nanotubes at microwaves to millimetre frequencies.

13
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Figure 2.2 Shows the measurement set-up of thin films mounted on a dielectric substrate
using a transmission technique [38].

Alternatively, Coors et al. [53] have measured the conductivity of yttrium barium cerate, in
the frequency range of 20 Hz — 6 MHz, using impedance spectroscopy over the temperature
range of 100° — 900 °C. Similarly, Ma et al. [54] have obtained the highest conductivity for
the same material at 900 °C in the frequency range of 1 Hz — 1 MHz, also using most
powerful and accurate impedance spectroscopy (i.e. Solartron 1260 analyser provides
spanning of 10pHz — 32 MHz). Impedance spectroscopy is a non-destructive method to study
the electrical properties of solids by measuring both the resistive (real part) and reactive
(imaginary part) of complex impedance spectroscopic parameters by using an
L-C-R meter.

2.7 Alternative Approaches for Electrical Characterisation of Metallic NPs

Given the very rare employment of microwave techniques for the electrical characterisation
of NPs, it is sensible to mention other pertinent methods. A survey of the literature has
divulged very few non-microwave electrical characterisation techniques; examples include
the four point probe measurement and interdigitated microarray (IDA) electrode along with
potentiostat (or electrometer). There have been numerous reports of four point resistance
measurements of nanoparticles films at low frequencies [55]. Fang and Zang [9] proposed
different methods for determining the electrical conductivity of gold nanoparticles in
chloroform and toluene suspensions. The resistance of the gold nanoparticles was measured
by a parallel Pt electrode from which the DC conductivity of the gold nanoparticle suspension
was calculated using an Agilent electrometer in V/I mode. Fugita et al. [56] reported the
measurement of DC resistivity of samples containing metal NPs by a conventional four probe
method as early as 1969.Since then the four point probe measurement has been consistently

employed by most of the researchers in the investigation of DC electrical resistivity of small
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NPs. For example, Chatterjee and Chakravorty [37] have used the four point probe technique
for the DC resistivity measurement of sol-gel derived metal NPs over the temperature range
80-300 K. Similarly, Lee and Collier [38] have used this technique to measure the sheet
resistance of thin metallic NiCr and Al films. Recent employment of four point probe
technique has been by Mallick ef al. [57] and Yang el al.[58], who have measured the
electrical conductivity of copper NPs composite materials and conducting polymer poly (3, 4-
ethylenedioxythiophene) (PEDOT) NPs, respectively. Regarding the use of four point probe
technique, Gorzny el al. [59], have measured the resistivity of tobacco mosaic virus (TMV)-
based nanostructure using four independently controlled scanning tunnelling microscopes
(STM) as a four point probe as shown in fig. 2.3. Using STM as a four point probe has
advantages over other methods since it is possible to change the tip position and separation
on the investigated nano-object. In the four point probe set up using an additional pair of
sensing tips (i.e. compared to the two-point probe), there is no current flow through the high
impedance voltmeter, so effects associated with the tip/nanowire (or material under test)

interface are eliminated.

") 1| 3' : 1 2|

Silicon substrate

o

Vmeasured = Vnanowire

Figure 2.3 Left: shows the SEM images of a four point probe measurement on Pt covered
tobacco mosaic virus (TMV) head to tail aggregation (scale bar is 500 nm). Top right:
schematic of a four probe measurement. Tips T1 and T2 source a current, while the potential
difference is measured across the tips T3 and T4. Bottom right: electrical representation of
four probe measurement [59].

Very recently, Ghosh et al. [41] have studied the conductivity of palladium NPs, passivated

by metal-carbon covalent bonds (Pd-C), using by electrochemical measurements with a
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dropcast thick film of the particles on an interdigitated array (IDA) electrode. The same
authors [42, 60] have reported measurement of conductivity of Ti-C and Ru-C using the same
IDA electrode. Similarly, Nishizawa ef al. [61] have measured the electrical conductivity of
LiMn,04 by means of an interdigitated micro-array electrode coated with a uniform dense
film of LiMnyO4 as shown in fig. 2.4. The electronic conductivity was determined by
measuring the resistance of the sample using an electrometer in the V/I mode, where the

resistance (R) is measured from the slope of the current-voltage characteristics. The dc

electrical conductivity () of the deposited film is calculated by o =(1/R-d)(w/I), where

wil is the IDA electrode geometrical factor (/ is the total length of the electrode width and w
is the electrode distance) and d is the film thickness.

(a) ESD Film or Composite Film
of LiMn204

(b)
| Ref. % Aux.(i]
iFT

2.

\
Pt Microarray Electrode

) FixedAV .
" (~ smv) 12

Bipotentiostat

Figure 2.4 Shows a schematic illustration of (a) an interdigitated Pt microarray (IDA)
electrode coated with a composite film of LiMn,O4 and (b) the principle of the in-situ
conductivity measurement [56].

A detailed description of each of the non-microwave techniques mentioned above is beyond
the scope of this thesis. These techniques have their relative strengths and weaknesses. The
main limitation of these techniques over the microwave techniques is the use of electrical
contact, except for the IDA electrode technique, which is an in-situ (or contactless) two point
probe method. The IDA electrode has a major limitation in that they are not easy to construct,

which limits their availability. Another limitation of the non-microwave techniques is the
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surface damage they produce; even though the damage is not very severe, it is sufficient to
result in non-reproducible results. These techniques require a large specimen of material
which sometimes is not accessible. The main strengths, especially of the four point probe
method, lies in its established use and the fact that it is an absolute measurement without the

need to recourse to calibrated standards.

2.8 Resonator Perturbation Analysis

Introducing a sample in the high magnetic field (H-field) region in a dielectric resonator will
change both the frequency (fy) and the quality factor (Q) owing to sample magnetisation. The
expressions for resulting change Afy and A (1/Q) have been derived in various texts mostly
using Maxwell’s equations which involve complicated mathematics (e.g. [62]). Here, a
simplified resonator perturbation analysis based on [63] is presented, considering the
placement of a sample in a uniform H-field in a resonator. The equivalent circuit is shown in
fig. 2.5.

|
|
L
@ L
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|
|

C

Figure 2.5 The equivalent resonator circuit for a sample placed in a uniform H-field (i.e. fixed

applied current i(f) = Ie™").

The fractional change in energy (AU) on inserting the sample is
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where L is the inductance of the resonator equivalent circuit and AL the inductance change.

The resonant frequency for the circuit of fig. 2.5 is f, = _ L which can be used to derive

2nJLC

the fractional frequency shift, Af, from the following expression [63]:

M __1AL__1AU 2.2)

£, 2L 2U

If the sample is placed in high H-field magnitude (i.e. Hp) and gains a magnetic dipole

moment m, then
1 .
AU = 5”0 Re(mH,)) 2.3)

where Re represents the real part. Combining both Egs. (2.2) and (2.3) yields the expression

below for the fractional change in resonant frequency:

ATf; ~_, RenH)) __ Re(w,) 2.4)

4U,, Wy

1 5 1 . . )
where U, =§ Ho j H 'dvziuoHoneﬁ is the time averaged stored energy in the

tot
resonator

resonator, o,, is the sample’s polarisability (defined by m = 0,,V;Hp) and V.4 is the effective
volume of the resonator in terms of the distribution of electrical energy [63]. Now, consider
the resonator quality factor Q which is defined as follows [62]

time-averaged stored energy

U
O=0,— — =0, % (2.5)
time-averaged power dissipated (P)

Therefore Eq. (2.5) can be written as

1 1
Al —|= A(P 2.6
[Q) 0™ tor < ) ( )

which can be combined with the relation for power dissipated energy

(i.e. (P)= ——;—mopo Im(mHo')) to give
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Y condlk v
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Other way of representing Eq. (2.7) is

Af,, . Im(mH, ) _ Im(a,,)

1 ° 2 4

tot eff

2.8)

where Afp is the change on bandwidth of the resonator due to the presence of the sample.
Egs. (2.4) — (2.8) are the standard resonator perturbation results for the H-field, which will be
used in the next section to establish the variation of f; and Q for a small conducting spherical

particle placed in a high H-field.

2.9 Application of Resonator Perturbation Theory

In this research, a sapphire dielectric resonator (SDR) has been used to characterise the
electrical properties of Pt and Au NP films. The films were deposited on the sapphire puck in
a region where the magnetic field is maximum and perpendicular to the plane of the films.
Resonator perturbation theory is applied to the scenario where the sample is considered to be
spherical (not a thin film) to determine the expected results for Afp/fyp and Afp/fy; for this

reason, we keep this analysis to be semi-quantitative.

2.9.1 Magnetic Dipole Adsorption in Non-Magnetic Samples

Consider a spherical shape object to which a magnetic field H, is applied, as shown in
fig. 2.6.

» H,

Figure 2.6 The applied magnetic field Hy and developed magnetic dipole moment (due to the
applied Hy) in a spherical sample.
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A conducting sphere will develop magnetic dipole moment (m) in response to a uniform,
applied magnetic field Hy which is proportional to the volume of the sample (V;) and the
applied H,. Therefore m can be written as [63]

m=a,VH, (2.9)

where ay, is the sample’s polarisability, dependent on the sample geometry and a function of
the conductivity (o), frequency (®) and the radius (a) of the sample (o, (o, ®, a)). The
analytic solutions for m (i.e. m = amVsH)) for a small conducting particle (i.e. of particle radii

much less than the wavelength of the incident radiation) in this limit can be written as [63]

- ka)— 2
m=2na g | (12 (1= kacotka)—p(ka) (2.10)
(n—1)(1-kacot ka)—p(ka)
Now Eq. (2.10) is in the form of Eq. (2.9), where a,, can be written as follows [63]:
m:_(u+2)(1—kacotka)—u(ka) @11

(u—1)(1—kacotka)—u(ka)2
where k =wm./ep/c is the wave number within the particle, € = €, — jg; is the complex
permittivity, u =y, - jus is the complex permeability of the particle and ¢ =1//pu,g, is the

velocity of light in free space. The time averaged power dissipated energy per unit volume

(P) associated with magnetic dipole adsorption of a spherical conducting particle is then [63]

L m(mH,) 3 on H (n+2)(1-kacot ka) - “(’“’)j
2 %na3 4 (n-1)(1-kacotka)—p(ka)

} (2.12)

where H) is the amplitude (i.e. peak value) of the applied magnetic field. The origin of this
dissipation is associated with electromagnetic induction by the changing applied magnetic
field, so one would expect it to be a sensitive function of the particle size. For a non-

magnetic, conducting particle € =1- jo/wg, and p; = 1, so that Eq. (2.12) reduces to [63]

(2.13)

<P>=%m“OHo2Im(l+3cotka 3 )

ka  (ka)
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There are again two limiting forms for the magnetic dipole absorption set by the ratio a/9.
In the large skin depth limit (i.e. a/8 <<1, appropriate for small particles of low conductivity
at low frequency), Eq. (2.13) reduces to [63]

a/8—0

lim (P>=5%Q)ZH5020H§ < o’a’c (2.19)

which is that of a uniform applied internal magnetic field (in this case equal to the applied
magnetic field since it is assumed that p; = 1). In the small skin depth limit (i.e. a/8>>1,
appropriate for large particles of high conductivity at high frequency), Eq. (2.13) reduces to
[63]

lim (Py=2R g o L @ @.15)

alb—eo 4 a aVo

where R, = (op, /20')” 2 is the surface resistance of the conducting material.

Thus,
Af, Re(mH,)  p,H,
— = =— Re(a 2.16
~f;) po 4Ulol 4Uml ( " ) ( )
and
Afy Im(mH, 0‘) HoH, 02
2 —__ = — Im [0 4 2 1 7
-fO uo 2UIOI 2Uk)l ( " ) ( )

Using MathCAD, the variations f; and f have been plotted against the conductivity, for fixed
values of @, u =1 (i.e. for non-magnetic sample) and a (i.e. a = 1.5 mm), as shown in fig. 2.7.

In this instance, the value of ‘a’ is the radius of the NP film deposited.
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0.5 1 ol

Re(a ) o« Af /f,
Im(a, ) o< Af/f

10° 10’ 10° 10° 10* 10° 10°
Conductivity (S/m)

Figure 2.7 The variations of Afy/fy (screening) and Afp/f; (eddy current loss) with increasing
conductivity of a sample in a resonator where the magnetic field is maximum.

Fig. 2.7 shows that Afy/fo increases due to the screening current within the sample.
Correspondingly, the plot of Afs/f can be split into 2 main regions since the magnetic dipole
adsorption set by the ratio a/5. In the large skin depth limit (i.e. a/d <<1, appropriate for a low
conductivity sample), Afp/f; increases monotonically up to a =~ & and then starts decreasing as
the small skin depth limit is reached (i.e. /5 >>1, appropriate for high conductivity sample).
This is a semi-quantitative theoretical model to support the results obtained from the SDR for
different sizes of Pt oxide, pure Pt and Au NP films. Whereas Pt oxide is considered to be a
low conductivity sample due to the insulating thin oxide layer, pure Pt and Au NPs films are
considered to be highly conducting films. These statements will be qualified experimentally

in chapters 5 and 6.
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CHAPTER 3

MICROWAVE THEORY FOR MATERIAL CHARACTERISATION

3.1 Introduction

Microwaves refer to alternating signals within the frequency range of 300 MHz and
300 GHz. Since the relationship A = c/f shows that frequency (f) is related to electrical
wavelength (1), the corresponding A values range between 1m and 1mm, respectively [1]. The
majority of microwave technology applications are in radar systems, communication systems
and medical systems. This chapter discusses the basic microwave theory and techniques for
the electromagnetic materials characterisation. The techniques used for material properties
characterisation generally fall into the two main categories of non-resonant methods and
resonant methods [2]. Correspondingly, this chapter mainly discusses these two main
microwave techniques. This is followed by a discussion on the existing models for the open
ended coaxial probe, the concept of microwave network and also the parameters describing

the microwave network.

3.2 Overview of Microwave Techniques for Material Characterisation

There have been many extensive review papers [3] on microwave methods for materials
property characterisation. This section focuses on the basic principles for the measurement of
complex permittivity of dielectric materials. The detailed structures of fixtures and detailed
algorithms for the calculation of materials properties will be discussed in this chapter, as well
as in chapters 5 and 6. As mentioned earlier, the microwave methods/ sensors for material
characterisation generally fall into non-resonant methods and resonant methods, which will
be discussed in the following sections. Non-resonant methods are often used to get a general
knowledge of electromagnetic properties over a range of frequencies, while the resonant
methods are used to get accurate knowledge of dielectric properties at single frequency or
several discrete frequencies. In the following sections, the importance of the use of
microwaves for material characterisation, and the working principles of various microwave

measurement techniques will be discussed.
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3.3 “Why Microwaves?” for Material Characterisation
The main reasons for using microwave stimuli are

o The use of microwaves is completely non-destructive at low power levels

o Microwaves penetrate all materials except for metals, so the measured result therefore
represents the volume of the material, not only the surface.

o Microwave sensors do not need mechanical contact with the material.

o At the low power levels used for measurement with microwave sensors, microwaves

are safe.

3.4 Non-Resonant Methods

Non-resonant methods mainly include reflection methods and transmission/ reflection
methods. The material properties are deduced on the basis of the reflection from the sample
in reflection methods, and in a transmission method, the material properties are calculated on
the basis of the reflection from the sample and the transmission through the sample. Non-
resonant methods require a means of directing the electromagnetic energy toward a material,
and then collecting what is reflected from the materials, and/ or what is transmitted through
the materials. This thesis focuses only on the reflection methods. In principle, all types of
transmission lines can be used to carry the signal for non-resonant methods, such as coaxial
line, planar transmission line, dielectric waveguide, etc [4, 5]. Among these, coaxial line is
most widely used in the reflection method for material characterisation, since it is broadband

and readily available in the form of commercial cables.

Incident
Wave

Reflected
Wave

Figure 3.1 Material characterisation using non-resonant method.
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3.4.1 Reflection Methods

In reflection methods, electromagnetic waves are directed to a sample under study, and the
properties of the sample are deduced from the reflection coefficient due to the impedance
discontinuity caused by the presence of the sample at the interface with the input line.
Usually, a reflection method can only measure either permittivity or permeability of the
sample under test. This chapter mainly focuses on the permittivity measurement. Open
reflection method and shorted reflection method are the two most important methods used for
material property characterisation. At an open circuit end, the main propagating TEM mode
will only produce a finite E-field on reflection, so that’s why we can only measure
permittivity. As coaxial lines can cover broad band frequency, they are often used in
developing measurement fixtures for reflection methods. Such fixtures are often called probe
or sensors. Detailed discussions on open reflection methods can be found in the following

section.

3.4.2 Open Reflection Method

Fig. 3.2 shows a schematic diagram of an open ended coaxial reflectance probe. It is a cut off
section of a transmission line, with the optional extension of a ground plane, where the outer
conductor at the open end is fabricated into a flange to provide suitable capacitance and
ensure the repeatability of sample loading [2]. This method assumes that the materials under
test are nonmagnetic, and require intimate contact between the probe and the sample [6]. The
wave impedances either side of the resulting interface are different, so there is a reflection
when an electromagnetic wave meets the interface. As the impedance of the side occupied by
the sample is related to the electromagnetic properties of the sample, from the reflection
coefficient (p), the complex permittivity (¢) of an unknown sample can be obtained through a
model that gives the complex admittance of the probe aperture as a function of the
permittivity of the surrounding medium, which is considered to be semi-infinite. A certain
number of these admittance models do exist in the literature, and a detailed discussion of

some of these models can be found in section 3.6.
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Figure 3.2 Schematic diagram of a coaxial reflectance probe.

3.4.3 Open Ended Coaxial Reflectance Probe

There are several advantages of a coaxial probe made from coaxial line over the ones made
from other types of transmission lines, the most obvious one being its broadband frequency
range. There are many outstanding papers on this technique published by several researchers,
and many in-depth review papers on this subject [7, 8]. The coaxial probe technique has been
established over the last 20 years as a standard tool for evaluating electrical properties in the
microwave frequency range [6]. The attractiveness of the coaxial probe technique has arisen
from its broadband measurement capabilities, non-destructive nature and the technique itself
is deceptively simple. The technique involves terminating a length of flanged coaxial
transmission line with the material under test and measuring the reflection coefficient (both
amplitude and phase) of the coaxial aperture at the interface with the material. There are two
non-trivial aspects of this problem which need to be addressed before the permittivity of the

material can be evaluated:

i. The system has to be carefully calibrated so that any stray reflections and additional

path lengths are removed from the analysis routine.

ii. An appropriate model for the admittance of the aperture as a function of the

permittivity of the terminating material is required.

In the past, increasingly sophisticated models have been developed for determining the
aperture admittance of open ended coaxial probe. Furthermore, in recent years, many efforts
have been made in investigating the radiation of a coaxial probe into layered media [9, 10],

and many variations in the conventional open ended reflection method have been made for
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various purposes. Section 3.6 will discuss the different admittance/ capacitance models used
in analysing a coaxial probe terminated by a sample under study and calibration of this

system will be discussed in chapter 6.

3.5 Resonant Methods

Microwave components such as resonators are more often distributed structures rather than
lumped element ones, where the phase and the signal amplitudes change significantly over
the physical size of the device because the device dimensions are similar to the microwave
wavelength. Since the wavelength is large at lower frequencies, there is an insignificant phase
variation across the dimensions of the component [1], so it can assumed to be lumped.
Reducing the size of microwave circuits minimises cost. In this respect, microstrip and
stripline have been vital in eliminating physically large waveguides and coaxial lines in a
majority of the microwave applications. Dielectric resonators (DRs) are used to replace
waveguide filters in such challenging applications as satellite communications, where the
stripline or microstrip resonators cannot be used because they possess inherently high losses.
Microwave resonators are mainly used as filters, but can also be utilized for the
characterisation of materials and the production of high electromagnetic fields. In practical
applications DRs are often modified by the introduction of small pieces of dielectric or
metallic materials. Such resonant methods generally have higher sensitivities and accuracies
than non-resonant methods owning to the high Q-factors of the host resonators. Resonant
methods generally include the resonant perturbation and resonator methods. This chapter and
the following chapters discuss the resonant perturbation method, which is based on resonant
perturbation theory. For a resonator with given electromagnetic boundaries, when part of the
electromagnetic boundary condition is changed by introducing a sample, its resonance
frequency and quality factor will also be changed, from which the properties of the sample

can be derived.

3.5.1 Basic Parameters of Dielectric Resonator

The Dielectric Resonator (DR) is an electromagnetic component that exhibits resonance over
a narrow range of frequencies, generally in the microwave region [1]. To date, sapphire is the
most popular among many dielectrics due to its extremely low loss tangent. It consists of a

cylindrical puck of sapphire material. The resonant frequency depends on the overall

32



Chapter 3 Microwave Theory For Material Characterisation

physical dimensions of the puck and the dielectric constant of the material. DRs are usually
enclosed in an RF shield in order to prevent radiation. Quality factor (Q) is very useful in

determining the qualitative behaviour of a resonant system. The Q quantifies the relationship

between the time averaged stored energy (U > and the time averaged dissipated energy <P>
in a resonant structure, which is defined as QO=o, (U ) / (P) The other parameter is

permittivity (£), which is a measure of a material ability to resist the formation of an internal

electric field. This is also known as dielectric constant or relative permittivity. Loss tangent
(tan &) is other parameter used in the specification of DRs, which is expressed as the ratio of

the resistive component of the current to the capacitive component of current, and is equal to
the tangent of the loss angle, also known as dissipation factor [1]. High Q-factor DRs are
implemented with the advantage of high dielectric constant and low loss tangent to confine
the electromagnetic field within the resonator, so that the conduction loss (Q.) and radiation
loss (Q,) near the boundaries (cavity walls) are significantly reduced. The size of the DRs is
considerably smaller than the size of an empty resonant cavity operating at the same

frequency, provided the relative dielectric constant (3,) of the material is significantly larger
than unity, in which case all dimensions are reduced by the factor »~ \/Z (due to the

Ay=M/ \[a_, , where A, is the wavelength in the dielectric). In general dielectric resonators

are found in many different shapes, for instance short, solid cylinders, as well as spherical
and tubular shapes [1]. The analysis and design of DR, specifically a sapphire DR, is
discussed in detail in chapters 5 and 6. There are many possible resonant modes such as
transverse electric (TE), transverse magnetic (TM), and hybrid electromagnetic modes
(HEM), which can be excited in dielectric resonators [1]. TE modes have no electric field
component in the direction of propagation (i.e. z-axis) while TM modes have no magnetic
field component along the z-axis. A commonly used resonant mode in cylindrical DRs is
denoted TEy;5. The subscript 8 denotes the number of resonating waves in the longitudinal
direction of the resonator (the lowest number is § = 1). The magnetic field and the electric
field intensity for this mode are shown in fig. 3.3 (b) and (c) respectively, where it can be
seen that the magnetic field intensity is solenoidal in nature, while the electric field lines are
simply circles concentric with the axis of the cylinder. Microwave characterisation of
materials using dielectric resonators is typically done in the TEy s mode (in cylindrical

resonator), as this mode does not have a transverse electric field in the z-axis.
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(a) (b) ()

Figure 3.3 Prime mode (TEq;5) of an isolated cylindrical DR. (a) Dimensions of the resonator
(b) magnetic field distribution, and (c) electric field lines.

For a dielectric material with high relative dielectric constant (g;) and operating in the TE;5
mode, most of the electrical energy and a significant part of the magnetic energy are located
within the material. The remaining energy is stored in the space surrounding the resonator,

decaying rapidly with distance away from the surface of the resonator.

3.5.2 Transmission Mode Measurements with Resonators

When resonators are measured in transmission mode, there are four parameters of interest
related to the resonance: the resonant frequency (fy), half-power (or 3dB) bandwidth (fg), the
insertion loss (/L) and the quality factor Q. Each of these will be dealt in detailed in the

following sections.

3.5.3 Resonator Spectral Response in Transmission Mode

In transmission mode, a vector network analyser (VNA) is used to measure the magnitude of

the voltage transmission coefficient S,, (i.e. |Szl|) of a resonator as a function of frequency.
If |S2 I| is unity, it would imply perfect transmission through the resonator thereby meaning
that it is completely lossless and doesn’t absorb or reflect any power. On the other hand zero

value of |S,,

leads to total absorption or reflection of power by the resonator with no

transmission at all. However, it is much more convenient to define the above mentioned

resonator parameters if |S21| is expressed in logarithmic unit (i.e. dB) rather than linear

magnitude. The characteristic spectral response of a resonator would then be as shown in

fig. 3.4 [2].

34



Chapter 3 Microwave Theory For Material Characterisation

S.,[ (dB)

Frequency (GHz)

Figure 3.4. Idealised spectral response of a resonator in transmission mode [2].

In fig. 3.4, /) is the resonant frequency, f3 is the half-power bandwidth, and /L is the insertion
loss at resonance, which is expressed in dB relative to the input power — typically 0 dBm
(i.e. 1 mW rms) for the Agilent (HP) 8510C and 8753E VNA used in this research. The
loaded quality factor can be evaluated from spectral response of fig. 3.4 (i.e. from f; and f3)

and the affects of resonator coupling are described later in this chapter.

3.5.4 Two-port Resonator Analysis with Symmetrical Coupling

Microwave resonators can be coupled either capacitively (using an open circuit transmission
line, which couples to the resonator’s electric field) or inductively (using a short circuit line,
which couples to the magnetic field). The equivalent circuit of an inductively-coupled
resonator is shown in fig. 3.5 (i.e. for symmetrical coupling). The input and output lines are
terminated in coupling loops, forming a pair of mutual inductances m at both the ports 1
and 2, respectively, of the resonator. Each mutual inductance depends only on geometry, i.e.
the loop area, its orientation and position relative to the resonator. In this research the
coupling loops were made nearly identical to ensure symmetrical input/output couplings. In
fig. 3.5 (and in the following analysis) we ignore the self-inductances of the loops, which is a
usually a good approximation in practice. The insertion loss (IL), which is determined by the
input and output coupling strength to the resonator, was kept in the range -40 to -10 dB. The
reason for this is that a very weakly coupled resonator (i.e. IL < -40 dB) would suffer from a
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low signal to noise ratio in transmission, whilst a strong coupled resonator
(i.e. 0 dB > IL > -10 dB) has a reduced Q, because of the loading effects of the coupling
circuitry [2].

I I Z i I
-V,
r Yads
Port 1 Resonator Port 2
Y4 | ' : |
I I ! .' O
Ly | omo - om 7
-jwmi, Jjwmi, -jwmi, jwmi,

Figure 3.5 The equivalent circuit of a two port, loop-coupled resonator. The resonator is
modelled as a series LRC circuit, of impedance Z [2].

The resonator is modelled as a series LRC circuit whose resonant frequency, impedance and

(unloaded) quality factor are given by

1
®, =———
N
Z=R+j(oL—j—1— (3.1
oC
_ oL
0=~

At resonance, the inductive and capacitive reactance cancel each other out and Z is purely
real (i.e. Z= R). The input voltage v;" is supplied by the VNA through of its ports, setting up
current 7y in the input circuit made up of the input coupling cable connected to the VNA.
Current 7, is induced in the resonator loop, which in turn induces current i3 in the output
circuit that is connected to the other port of the VNA through the output coupling cable.
Depending on the strength of the input and the output couplings to the resonator, part of the
input voltage is transmitted as v;" to the output circuit whereas the residual (ie. v) is
reflected back into the input circuit. The detailed analysis of the resonator equivalent circuit

at resonance is presented in appendix A, which provides the following expression for S,; as

(3.2)
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where g is the coupling coefficient (i.e. same for both the input and output coupling because

of symmetric coupling) defined as

(3.3)

Analysis of the loop-coupled resonator of fig. 3.5 in the limit of high Q, and for frequencies
o close to the resonant frequency ©, =1/+vLC gives the following results (see Appendix A)

for the forward voltage transmission coefficient S5; and the resulting power transmission

coefficient P in the frequency domain

Sy =— 28 (3.4)
1+2g+2j0.x

2 4¢?
> P=|S,| = Zg —
(1+2g) +40:x

2

4g
_ (1 +2g)2
N S
1+%4Q,,x 3
(l+2g)

(3.5)

where x = Aw/mo = (® - mg)/ ®p and dimensionless g is the coupling coefficient (i.e. same for

input and output coupling because of symmetric coupling) defined by

_ (D(z)mz _ mOmZQM
ZR  Z,L

(3.6)

where Z is the characteristic impedance of the input/output lines (usually 50 Q). Note that

gom’Q,, so that stronger coupling (and greater power transmission at resonance) is

obtained by increasing m, by increasing Q,, or by increasing both.

2
In Eq. (3.5), the term (IQT")z in the denominator is equal to O, * implying that
+28

0,
1+2

O, = 3.7
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Since Eq. (3.5) describes a Lorenzian curve, a curve fitting routine is used in this research to
extract the microwaves parameters of interest from the |S2,|2 data gathered from a VNA. In

this research an automated data acquisition system was developed using IGOR Pro software,
which is chosen because of its powerful built-in curve fitting routine. A typical curve fitted

Lorenzian plot in IGOR Pro is illustrated in fig. 3.6.

|

e MV e 5 B g L R o e T

T T T o=y T TVf
Jo

(x=0)

Figure 3.6 |S|* data acquired from 8510C VNA is curve fitted to lorenzian in IGOR Pro. The
goodness of the fit is apparent that original curve (red) is almost hidden by the fitted curve
(blue).

2

2 .

In fig. 3.6 at f;, where x =0, P, = (1 ‘g J , where Py is the peak power at resonance, then
+28

Eq. (3.5) can be rewritten as

P,
P ! 5 (3.8)
1+40; [*f _fOJ
0
&F Lish : :
where x has been replaced by P ==——, P, is the peak power at resonance and Q, is
0 0

called the loaded quality factor, which is smaller than Q, due to the loading effects of the

coupling.

To determine f3 (half power bandwidth), consider the again fig. 3.6. Since f3 is the half power
bandwidth, it is equal to the span of the |Sy;|* curve between those points where |Sy,[> = Py/2,
as shown in fig. 3.6. therefore Eq. (3.8) becomes
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K__ K
2 : Asz
14407 | =L
+ QI{fo
(oY
1=40; | =~ 3.9
ol (f) )
>
Consequently,
Jo1 =281 =£—° (3.10)

where f3 signifies the loaded bandwidth related to Q;. By analogy, the relationship between
feand Q,is f, = f,/0,, therefore from Eq. (3.7),

5o b S(+2)
g, 0, (3.11)
=f3(1+2g)

Hence, the loaded bandwidth (fg;) of the resonator is higher by a factor of (1+2g) as

compared to fp; as mentioned earlier this fact is quite intuitive given that Q; is smaller than
Q, by the same factor. It is apparent from Eq. (3.7) that evaluation of O, requires not only
the measured ; but also the value of coupling coefficient g, which is not directly
quantifiable. Therefore, a practicable alternative method of estimating (Q,, that makes use of

the /L (i.e. which can be directly read from the VNA), is described below:

The IL can be fixed by adjusting the input and the output coupling strength of the resonator.

At resonance, let |Sy;] to be

2 1
[Saleco = 1+§g “1 g
| (3.12)
- =1-|S
1+2¢g | 2he=0
From the relationship between Q4 and Q,, it follows that
o
Q=7 (3.13)
(1 - |S2l x=0 )
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and

Sy =fB,1, (1"|S21 x=0) (3.14)

If the transmitted power ratio (P) is in dB, then

P=20logS,, —> S, =107 (3.15)

and therefore use of the /L results in

|y, _, =10%" (3.16)
From Egs. 3.13 and 3.16,
9
9, = (I_IOIIL/ZO) (3.17)

A simple through calibration of the VNA is sufficient here to determine an accurate value of

IL. This allows a small correction due to cable loss (typically 0.2 dB per cable).

3.5.5 Theoretical Calculations of Dielectric Resonators Parameters

The two most important properties of a DRs are the quality factor (Q) and the resonant
frequency (fp). Resonance occurs due to exchange of electric and magnetic field energies at a
set of resonant frequencies fy. Although the geometrical structure of dielectric resonators is
very simple, it is much more complicated to obtain an exact solution of Maxwell’s equations
for them as compared with hollow metal cavities. For a given DR, the accurate resonant
frequency of TEgs mode can be calculated only by complicated numerical procedures
[11, 12, and 13]. For an appropriate estimation of the resonant frequency of the isolated DR

(see fig. 3.3 (a)), the following simple formula can be used [1]:

£,(GHz) = 3—4[%+3.45] (3.18)

ajfe,

here, a and L are the radius and length of the dielectric resonator (in millimetres)
respectively, and &, is the dielectric constant of the material. This formula is accurate to about

2% in the range 0.5<a/L<2 and 30<g, <50 [1]. Eq. (3.18) is used to estimate the

resonant frequency of the sapphire DR used in this research, which operates in TEq5.
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The quality factor quantifies the relationship between the mean stored EM energy and mean
power loss in a resonant structure. The unloaded Q-factor (Q,) of a cylindrical cavity is given
by the fundamental relation:

0, =m0ﬂ (3.19)

where (U) is the time averaged stored energy and (P)=(P) +(P),+(P), is the time
averaged dissipated energy [1, 2]. (P),is the conductor power loss, (P), is the power loss in
dielectric and (P), is the power loss due to radiation of the fields. Q, can thought of as
comprising the sum of various constituent losses such as(P),, (P), and(P),. For a DR

placed in a closed cavity with highly conductive walls, radiation is essentially non-existent

and (P), =0. Thus (P) =(P),  +{P), and

LR (B, 1
0 o) ey B D, 29

At resonance the time averaged total stored energy (U) equals the time averaged maximum

electric energy (U) ¢ max OF time average maximum magnetic energy (U) m, max:

2
O)O)m=%_[ esilefdv=d | wpofilds=(0),.. G20
here, &; and p, are the relative permittivity and permeability of the medium in the resonator, E

and H are the magnitudes of electric and magnetic energy, respectively. The above

integration is made over the whole volume of the resonator.

If the material within the cavity is lossless then the energy dissipation (P). is caused by the

cavity wall (curved, top and the bottom wall losses):

2

H

surface

R
(P), =—2= | ds (3.22)

surface

The above integration is made over the whole cavity wall surfaces. The surface resistance

(Rsurface) of the cavity wall in Eq. (3.22) is given by:
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op,d
R.vw_‘ﬂlce = % (3 .23)

here, p. is the permeability of the conductor (cavity wall), and 8 is the skin depth of the
conductor (8 =/2/opuc , where p = pop, is the permeability of the material in H/m and o is
the conductivity in S/m). According to Egs. (3.18) — (3.23), the Q, of a lossless hollow

metallic resonator is:

) I |H |2 dv
Qu - _g volume 5 (32 4)
I H ds

surface
surface

Inclusion of the dielectric loss of the medium in the cavity results in the value of O, being

decreased:

(3.25)

where (P), (P)q are the energy dissipation due to the conductor loss and dielectric loss, O,
and Qy are the quality factors when considering the conductor loss and dielectric loss,
respectively. If the dielectric medium within the cavity is lossy, then

(P), = %srso tan ﬂEIz dv
and since, (3.26)

(), =(U), +{0),, =Le.e, of v L, flEf av

out

this simplifies to:

e, [[Ef v+ [|E[ av
Qd — 0)0 (U>tot — 0)0 1£| ' ot‘l[zl | (327)
(P), g, tanS.ﬂE| dv

where, & and tand are the real permittivity and the loss tangent of the dielectric material
(sapphire dielectric) respectively, (U) o is the time averaged total stored energy, which is the
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combination of energy within the dielectric (U), and the air (U),, region around. The

air

subscripts in and out represent inside and outside the sapphire dielectric material and these

are the volume integral.

Dividing the right hand side of the numerator and the denominator of the simplified
Eq. (3.27) by ¢, ﬂEIZdv yields

in

JIT av
R
e, [\E[ av
_ in _1+W
Q=" @ns " tand (3-:28)

where, the bracket term in the numerator of Eq. (3.28) is termed as W. i.e.

W electrical energy outside dielctric

electrical energy within dielctric

Therefore the overall unloaded quality factor (Q,) can be deduced as follows

€8, I|E|2 dv+e, I|E|2 dv

) .
O, = 0~ = 0y —* (3.29)
), R e j |H, |2 ds
surface
therefore,
1 1.1
le Qc " Qd
stface j IH t |2 dS

- surface + tan & ( 330)

o, [8,80 _ﬂE|2 dv+g, j|E|2 dv) bW

For most practical DRs with €, > 1, W « 1, therefore

_1+w 1

" tané - tan &

Q.

The Q4 can thus be very large, for instance if the loss tangent (tand) of the dielectric is 107,
then Q, ~1/10”° =100,000 for a SDR. However, the overall Q-factor calculated using
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Eq. (3.30) is reduced because of the contribution of Q., which is usually smaller than Q; for
SDRs. Egs. (3.18) — (3.30) have been realised in the High Frequency Structure Simulator
(HFSS) field calculator  (see chapter 5) to elaborate and compute the results obtained from
the field data of HFSS solution. The detailed design of the sapphire dielectric resonator for
material characterisation and the implementation of these equations can be found in

chapter 6.

3.5.6 Resonant Perturbation Technique

When a sample is introduced into a resonator, the properties of the material are deduced from
the changes of the resonant frequency and the quality factor. This cavity perturbation
technique is one of the most popular methods for microwave material characterisation, also
known as material perturbation methods [1]. Fig. 3.7 shows a cylindrical cavity (TMgo
mode) for measurement of material properties using resonant perturbation technique. If the
sample under study is introduced into position A with maximum electric field and minimum
magnetic field, the dielectric properties of the sample can be characterised; if the sample is
inserted into place B with maximum magnetic field and minimum electric field, the magnetic

properties of the sample can be characterised.

Figure 3.7 Cylindrical cavity (TMy;o mode) for material characterisation using resonant
perturbation method. Position A and B are for permittivity and permeability measurement,

respectively, as explained in the text.

* For the complete in-depth description of HFSS refer to chapter 5. The HFSS field calculator is one of the
inbuilt tools, which is used to generate valuable information such as quality factor, resonance frequency,
voltages and currents or any other quantity that can be viewed in a 3D environment for the modelled geometry.
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3.6 Modelling of the Open Ended Coaxial Probe

Numerous papers have reported the use of open ended coaxial probe for complex permittivity
measurement at microwave measurement [14-17]. The complex permittivity of an unknown
material has generally been extracted from the reflection coefficient by modelling the
fringing fields at the aperture of the probe as an equivalent lumped admittance [14]. In the
case of an open ended coaxial probe the appropriate configuration is conductance (G) in
parallel with a capacitive suceptance (B). Here, it is convenient to express its equivalent

impedance in terms of its inverse, the admittance (), thus
Y=G+jB (3.31)

where G and B are a factor of the propagation constant (y) and the radial dimensions of the
line. By the definition the complex reflection coefficient of the probe (p) is given in terms of

this admittance as

(3.32)

where Y, (= 1/Zp) is the intrinsic admittance of the line. The complex reflection coefficient
(p) is readily measurable from the experimental setup. The emphasis of the problem at this
stage is the relationship of the admittance (Y) to the complex permittivity (€) of the sample

under study, which will enable to deduce the € from the measured values of p or Y.

The relationship between p and ¢ is rather complex and rigorous analytical expression is not
available. Certain models have been developed to analyse open ended coaxial probes
terminated by semi-infinite homogeneous materials. Two different models have been studied
in this chapter: the capacitive model [18] and the variational model [14]. In recent years, the
full wave simulation method has also been used in analysing open ended coaxial lines [19].

The following sections present a brief description of capacitive and variational models.
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3.6.1 Capacitive Model

Equivalent circuit for this model is presented in fig. 3.8 (b). The model is described in [18].
This lumped parameter model gives the capacitances as a function of frequency and dielectric
constant. The probe discontinuity is modelled as a lumped admittance with fringing field
capacitances originating from the dielectric material (silica) filling the line (Cy) and modelled
capacitance of the material under test (C;), as shown in fig. 3.8 (b). The reflection coefficient
at the aperture of the coaxial probe is obtained by considering the complex admittance of the

equivalent circuit shown.

Flange § \ AB L AB’
— _ Sample 0 >
s%:.\'X\&\k\ (‘ - Flange .
Silica — y =Ry
AN AN .‘ Silica— [ Y/
e { AR
2N If Y
Coaxial line \ , Coaxial line *

S = (a)

(b)

Figure 3.8 Schematic diagram and equivalent circuit of the coaxial probe. (a) Coaxial probe,
(b) equivalent circuit (capacitive model).

The approach implemented in the first instance is to consider admittance (Y) in terms of its
lumped equivalent circuit parameters. The susceptance (B) is capacitive and made up of

internal and external fringing fields (see fig. 3.8 (b)).
Y =G+ jo(Cy+C, (g, - je,)) (3.33)

where @ is the angular frequency (rad/sec) and & = ¢ — jg, is the complex permittivity of the

sample under test.
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At the limit of low frequency G = 0 and Cy and C, are constants that depend on the
dimensions of the probe and the material under test, respectively. Assuming the probe is used
at frequencies such that the wavelength of the propagating wave is significantly larger than

the radial dimensions of the probe, a quasi-steady state would prevail. Therefore,

(1 —YZ, )
=L 34
P={i+1z,) 334
Substituting Eq. (3.33) into Eq. (3.34) yields:
1- joZ,(C,+C
o= ( J.") o( ot 18)) (3.35)
(1+ joZz,(C, +Cg))

and

€= —
joCZ,(1+p) C,(1+p)

with C) significantly smaller than C;. Z, and ¢ are the characteristic impedance of the coaxial
line and complex permittivity of the sample under study, respectively. Neglecting the
contribution of Cy to the complex permittivity would introduce an error in €. Since the error
has been shown to be small compared to the value of € of most biological samples at radio
and microwave frequencies, this led most of the authors to simplify the equivalent circuit of
the open ended coaxial probe to a single shunt capacitance C; [20, 21, 22]. In this case the

reflection coefficient becomes

(1-joC\Zg)
=\_J 177 3.37
P (1+ joC,Z,g) (337
The accuracy of the capacitive model in measuring from low to high dielectric materials and
their robustness are now investigated. To validate this technique, experimental measurements
are carried out on several different dielectric materials, such as low, medium and high
permittivity materials. The detailed investigation and the validation of this technique can be

found in chapters 5 and 6.
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3.6.2 Variational Model

In the cylindrical co-ordinate system (P, ¢, z), fig. 3.9, assuming the radial electric field

E% is inversely proportional to 7, a simplified expression for

intensity over the aperture
aperture admittance (¥;) can be obtained [14] and integrating the equation from 7 = a to
P = b gives

: AR exp(—jkr At oA

Y, =]——k_b_”'jcosq)'#d(p'dpdp (3.38)
nk‘, ln(—) aa
a

where:

2 s mZHOS
2% o 2
kc =0 P«oscso

A2 AD A

r’=p +p —2pp coso'

where a and b are correspondingly the inner and outer radii of the coaxial probe, ® is the
angular frequency, k is the wavenumber in the material medium, gy and p, are the permittivity
and permeability of free space, respectively, and g is the dielectric permittivity of the
material (silica) filling the probe. Prime and unprimed co-ordinates represent the source
points and field points respectively. The dielectric window is assumed to be lossless of

permittivity &, and € is the complex permittivity of a sample under test.
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Figure 3.9 Geometry of an open ended coaxial probe in cylindrical co-ordinate system with

an infinite flange. a and b are the inner and outer radii of the probe.
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Misra [14] has shown that when the radial dimensions of the probe are much smaller than the
propagating wavelength, Eq. (3.38) can be approximated by the first terms of the series
expansion for the exponential term and then used to deduce €, numerically, from measured

values of Y;. The characteristic admittance Y, of the coaxial line is
Y, = 2n (3.39)

[ Jult)

An expression for the admittance terminating the aperture can now be obtained as follows:

el +&’ Lo’ +£% 1,0’ +€ Lo’ +£"* [0’ +&' [ o°
Y,'=10
L

} (3.40)

+e” 1"+’ 1,0° +€" I @’ +...

where:

hbmn ' \
_ COS A N
“°[p +p —2pp coscp']

1 hbmn ' a2 Al a! , 172 , ~' A
13=5uoﬂfcoscp p +p —2pp cosq'| do'dpdp

aao

-~

bbr ' ' 3/2 '
n ' A2 A2 -~ , N 0
I =—20—IIICOS([) [p +p —2pp cosq)] do'dpdp
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bbx 512 ,
o o
I, —OHOI 05 [p P =2pp coscp} do'dpdp

L=7i3360

e, {(b" ~a*)(#? —-az)+ 35—t )]

4 bbrn

7/2 v
I, = 40320 _”ICOS(p |:p +p —2pp coscp] do'dpdp

Prime and un-primed coordinates represent the source and the field points respectively. The

second term (/;) of the expression for ¥, goes to zero on integration over @’. Since the

integrand of /; is singular at f) = ;3 for ¢’ = 0, this can be avoided by introducing the elliptic
integral of the first kind, which can be approximated by a polynomial [23]

I, =4(a+b)[ E(m)-1] (3.41)

and
=_dab_ 3.42
(a+b) (42

Since I;, where i = 0... 10, are only dependent on the physical dimensions of the aperture,
these can be evaluated for a given coaxial line. The triple integrals are performed numerically

by Simpson’s three point rule.

Moreover, the integral with respect to ¢’ in Eq. (3.38) can be expressed in terms of Bessel
functions, using an integral representation and Neumann formula. Interchanging the order of

integration, yields [24]

[0 (Ea)—J, (8b)] dg (3.43)

liem)

where
09 E_v2>k22
2.8k,
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and k; is the wave number in the terminating dielectric of the coaxial line. The integral is
considered separately over the ranges 0 > £ > k; and k; < & < 0. The integrand changes from
imaginary to real at & = k. Hence the integration over these two ranges gives the slot

conductance (G) and suceptance (B) respectively. It follows that [24]

Y =G+ jB (3.44)

A :]s,rlle[JO(kOJsbsine)-Jo(ko\/sasine)]zde (3.45)

2Si(k0\[8(a2 +5 —2abcose))

B= :152/)—8—\/8_! —2Si(2k0 , /ea sin(%)) 70 (3.46)

—25{2/:0 &b sin(%))

where k; is the propagation constant in free space, Jy is the Bessel function of zero order; Si is

the sine integral, Y, is the characteristic impedance of the coaxial line; € and g are the
complex permittivity of the sample under test and dielectric permittivity of the material

filling the coaxial line, respectively.

Egs. (3.45) and (3.46) represent an expression of the admittance of the probe (¥) as an
integral over its aperture. This approximation was also studied by Levin and Papas [25],
Xu et al. [26] and Misra et al. [27] and was derived by Misra [14] as Eq. (3.40). The
derivations (Egs. 3.40, 3.45 and 3.46) were obtained from a variational expression for the
input admittance of a coaxial cable opening into an infinite ground plane. The variational
expression was written in terms of an integral equation for the unknown electric field
distribution in the aperture and was solved using the principal mode (TEM) of the coaxial
line to represent the aperture field. Thus the solutions given by Egs. (3.40), (3.45) and (3.46)
do not take into account the excitation of the higher order modes at the aperture. The detailed
implementations of these models (capacitive and variational models) are described in

chapter 6.
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3.7 Validation of the Above Models Using Debye Liquids of Known Permittivity

In order to validate the above techniques (sections 3.6.1 and 3.6.2), experimental
measurements were carried out on standard polar liquids, which have been measured and
compared to a full HFSS model of the probe which will be described in detail in chapters 5
and 6. The dielectric properties of polar liquids arise from the orientational response of
permanent electric dipoles to an applied electric field. This behaviour is well-described by
Debye theory [2], which are convenient as it enables complex permittivity to be calculated at
any frequency. For a single relaxation time 1 of each dipole, Debye theory predicts a
frequency — dependent, complex permittivity of

e(0)=¢ (0)-Jj&, (o) =5,

1+ Jmt (3.47)

where € is the complex permittivity €_and & are the permittivity at infinite frequency
((m: > 1) and static permittivity ((m: < 1) , respectively. The following equations have been
obtained by separating real (g;) and imaginary (g;) parts; the detailed step by step procedures

are shown below;

—Sw
8(03)—-8 +m

(8 -£,)(1- jot)

(1+](o1:)(1 Jjort)

€, — je, OT—¢€, + jE OT

=g+ -
1+( o)

o0

(e, —¢.)-jot(e, —€.,)
1+(0t)’

=g+

o0

which, therefore, simplifies to

g (0)= Re[s(m)]—a + £

1+a) 7
(3.48)

& (0) = Im[e(0)]= B a)er

1+ 0’1’
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The locus of () in the complex plane is a semicircle, as shown in fig. 3.10, where the plot
&, = - Im(g) vertically and €, = Re(g) horizontally. The detailed derivation of the locus of &(®)

shown below can be found in appendix B.

Im(e)

A

1
§(ﬁs— Er)

T
B >>1\

Figure 3.10 The locus of g(w) in the complex plane. &; = - Im(g) exhibits a relaxation peak

when ot=1.

3.8 Concept of Microwave Network

The concept of microwave network is developed from transmission line theory, and it is a
powerful tool in microwave engineering. Microwave network methods uses the responses of
a microwave structure to external signals, and it is a complement to the microwave field
theory that analyses the field distribution inside the microwave structure. There are two sets
of physical parameters often used in network analysis [4]. One set of parameters are voltage
(V) and current (1), and the other set of parameters are the incident wave a (wave going into
the network) and the reflected wave b (the wave coming out of the network). Different
network parameters are used for different set of physical parameters. For instance, scattering
parameters are used to describe the relationship between the incident and reflected waves,
while impedance and admittance matrixes are used to describe the voltage and current [4].
The following sections mainly focus on the scattering parameters followed by principles of

vector network analyser.
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3.8.1 Scattering Parameters

¢
{
- a A e
Port £ 2
|
|
|
|

y Port
[5] —p l);{ gr

1 b 4—

Figure 3.11 Schematic diagram of a two port network.

The scattering parameters (S-parameters) allow accurate description of the properties of
incredibly complicated networks as a simple black box. The introduction of S-parameters
arises naturally in microwave systems, due to lack of a unique definition for currents and
voltages at these frequencies. The responses of a network to external circuits are described by
the incident and reflected of the microwave signals. As shown in fig. 3.11, the incident signal
at ports 1 and 2 are denoted as a; and a; respectively, and the reflected signals at ports 1 and 2
are denoted as b and b, respectively [4]. These parameters (a1, a,, b1, and b,) may be voltage
(where the incident voltage denoted by ‘a’ while the voltage leaving the port is denoted by
‘b’) or current. The relationship between the input [a] and output [b] signals are often
described by the scattering matrix [S] where,

[6]=[5][a] (3.49)
and
XM
[8]= ﬂ (3.50)

is]- F?, ;‘J
L2122

For a scattering parameter S;;, if a; = 0 (i # j), from Eq. (3.49), yields

b/ L
S,==-  (=1,2) (3.51)

v
J

b, : .
S;=—= (#ji=1,2j=1,2) (3.52)

J
J
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where the subscripts “ij”, are such that j is the port that is excited (input port) and i is the
output port. Thus S, refers to the ratio of signal that reflects from port 1 for a signal incident
at the same port (port 1). Eq. (3.51) shows that when port j is connected to a source and the
other port connected to a matched load, the reflection coefficient (p;) at port j is equal to Sy;:

p,=S,=— (3.53)

Eq. (3.52) shows that when port j is connected to a source, and port i is connected to a

matching load, the transmission coefficient (T;_,;) from port j to port i equal to S;:

T =8 =2 (3.54)

3.8.2 Why Scattering Parameters?

S-parameters are measured with resistive terminations and are determined by measuring

incident and reflected signals. They are introduced because:

o At high frequencies, total voltage and current cannot be measured directly.

3.8.3 Basics of the Vector Network Analyser (VNA)

Network analysers are one of the most important tools for analysing analogue circuits. They
are typically applied to measure small signal or linear characteristics of multi-port networks
at frequencies ranging from lower frequencies (a few Hz), to higher frequencies. A
measurement of the reflection from and/ or transmission through a material along with
knowledge of its physical dimensions provides the information to characterise the
permittivity and permeability of the material under test. In microwave engineering, network
analysers are used to analyse a wide variety of materials, components, circuits and
systems [4]. Photographs of the network analysers used in this research are shown in
fig. 3.12. The implementation of the microwave techniques, which will be discussed in later
chapters, for materials property characterisation, measurements are conducted by the network

analyser, the detailed information about the network analysers can be found in [28].

55



Chapter 3 Microwave Theory For Material Characterisation

(a) (b)

Figure 3.12 Photograph of the Hewlett Packard VNA. (a) HP8510C and (b) HP 8753E. These
test instruments are used to measure the S-parameters (magnitude and phase) of a one or two
port microwave network from 45 MHz to 50 GHz and 30 kHz to 6 GHz, respectively.
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CHAPTER 4

PREPARATION, PHYSICAL AND ELECTROCHEMICAL
CHARACTERISATION OF METALLIC NANOPARTICLES

4.1 Introduction

Metal Nanoparticles (NPs) are particularly interesting nano-scale systems because of the ease
with which they can be synthesised and modified chemically. A challenge in nanotechnology
is to tailor the electrical and electronic properties of NPs by controlling their size and shape.
Specially, both Pt and Au NPs have attracted much interest due to their ease of synthesis and
their unique catalytic activities. Au NPs is an appealing material system for nanoscale
electronics because it is relatively cheap and the NPs can be synthesised in various sizes [1].
Among the noble metals, Pt is attractive because of its superior catalytic activities [2].
However, Pt based applications have been limited by its high cost owing to the inherent high
consumption. Reducing the size of the catalyst (i.e. Pt) to the nanoscale results in increasing
the number of catalytic sites per unit mass, and here an attempt has been made to synthesise
different sizes and shapes of Pt and Au NPs. Generally synthesis of NPs falls into two main
categories, namely, chemical and physical methods. In this research, chemical methods have
been chosen for the syntheses of Pt and Au NPs, since it has enormous advantages over the

physical methods which are being discussed in section 4.2.1.

This chapter discusses simple chemical methods for the synthesis of different sizes of Pt and
Au NPs with high control over particle size, chemical homogeneity and microstructure
uniformity. This is followed by the in-depth structural characterisation of those synthesised
NPs (i.e. Pt and Au NPs) using transmission electron microscopy (TEM) and cyclic
voltammetry (CV).
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4.2 Synthesis of Pt NPs of Different Sizes
4.2.1 Reasons for the Use of Chemical Methods for the Synthesise of Metallic NPs

Metallic NPs prepared by chemical methods offer the following advantages:

o The reaction process are simple

o The methods are low cost

o They result in high purity samples

o Particle size can be controlled accurately

o The resulting particles are monodispersed

4.2.2 Reagents

All chemicals used in this research were reagent* or technically graded, and were used as
received. Sodium borohydride (NaBH,;), n-heptane, polyethyleneglycol-dodecylether
(Brij®30), sodium polyacrylate (NaPAA), and hydrazine (N;H4) were provided by Aldrich.
Acetone and sodium hydroxide (NaOH) were purchased from Fisher Scientific. Potassium
tetrachloroplatinate (K,PtCl, — Pt content 46.67%) and hexachloroplatinic acid (H2PtCls -
Pt content 24.95%) were obtained from Johnson Matthey, Royston, Hertfordshire, UK. All
aqueous solutions were made with deionised (DI) water, which was further purified with a

Milli-Q system (Millipore water, resistivity of 18.2 MQ cm™).

4.2.3 Micellar Method

There are several techniques for the preparation of metallic NPs. The micellar is one of the
most promising method known for the preparation of NPs. In our case, water-in-oil micro-
emulsions have been prepared using the above-mentioned method. This method is the same
one previously reported by Vidal-Iglesias et al. [3]. An emulsion is a dispersion of one liquid
in another where each liquid is immiscible or poorly miscible in the other [4]. Water-in-oil
micro-emulsions are isotropic and thermodynamically stable dispersions of two non-miscible
liquids which are stabilised by a surfactant [5]. In this system, the aqueous phase is dispersed
as nano-sized droplets surrounded by a single layer of surfactant molecules in a continuous

apolar organic phase [6, 7].

* A reagent or reactant is a substance or compound consumed during a chemical reaction.
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Reducing Agent
Hydrazine solution + Brij®30

+ n-heptane

Metal Precursor

Pt solution + Brij®30
+ n-heptane

(Pt" solution)

: Total Volume: 25 ml
| n-heptane - 13.678 g
| Brij®30 - 3.928g

+ Acetone Q

Ye

Total Volume: 25 ml

n-heptane - 13.678 g

Brij®30 - 3.928 g

Ultra pure water (H,0) - 0.659 ml
Reductant (N,H,) - 0.091 ml

Figure 4.1 Synthesis scheme for the preparation of platinum metal NPs.

Platinum NPs (of diameter ~ 3 nm) were obtained by reduction of H,PtCls with hydrazine
using water-in-oil micro-emulsions of water / polyethyleneglycol-dodecylether (Brij®30) /
n-heptane. The synthesis was attained by mixing equal volumes of micro-emulsions that have
the same water to surfactant molar ratio and the same surfactant concentration. One of the
micro-emulsion solutions contains an aqueous solution of the metal precursors (Pt*") whereas
the other contains an aqueous solution of hydrazine. Fig. 4.1 shows a scheme for the
preparation of platinum metal NPs. The molar ratio of water to surfactant was the same in
both solutions in order to have micelles with the same size. Once the micro-emulsions were
prepared (one contains the metal precursor and the other the reducing agent) they were mixed
and then the reducing agent reduces from Pt*" to Pt’. Detailed procedures of synthesis of the
Pt NPs can be found in Appendix C. The NPs prepared with this method are still inside the
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micelles surrounded by surfactant molecules. Therefore some kind of procedure has to be

used to clean the NPs without compositional or surface damage of the Pt NPs [8].

After the complete reduction (which took place in a few minutes ~ 20 minute), acetone was
added to the micro-emulsion to break the micelles (It was added after 20 minute to be sure
that all Pt was reduced). The precipitate formed by the metallic NPs was washed several
times with acetone and ultra pure water to eliminate the surfactant molecules. Finally, the
NPs were stored in ultra pure water. The resulting Pt NPs were black in colour and had mean
diameter of 3.0 + 0.4 nm, as shown in fig. 4.5 (a) which shows a TEM image of the
synthesised Pt NPs.

4.2.4 Synthesis of Spherical 6.9 nm Nanoparticles

Spherical Pt NPs of diameter 6.9 nm were synthesized using the colloidal method. This
method is the same one previously reported by Zhao et al. [9]. Briefly, 115.385 ml of 102 M
NaBH4 solution (aged for 3 hours) was added dropwise to the same volume of
6.5 x 10* M of K,PtCly with vigorous stirring at ice cold temperature. The solution was
brown-yellowish at the beginning of the reaction; finally, turning colour to a dark grey. After
the complete reduction, NaOH (~1.15 g') was added to the lightly golden solution to break
the colloids. Finally the precipitate formed by the metallic NPs was washed 3-4 times with
ultra pure water and were then stored in ultra pure water. Fig. 4.2 shows the synthesis process
for the preparation of spherical platinum metal NPs. The resulting Pt NPs had a mean
diameter of 6.9 + 0.9 nm. Fig. 4.5 (b) shows a TEM image of the synthesized NPs. The
detailed procedure for the synthesis of these Pt NPs can be found in Appendix E.

" Add 0.5 g of NaOH for every 100 ml of solution [10]
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Figure 4.2 Synthesis scheme for the preparation of 6.9 nm metal NPs.

4.2.5 Colloidal Method

Cubic Pt NPs with an average size of 8.6 nm were prepared by the method of Rampino and
Nord [11] and Henglein et al. [12]. Very briefly, a solution of 10* M K,PtCly was prepared in
750 ml of ultra pure water and aged for three days, to which 0.75 ml of 0.1 M sodium
polyacrylate (NaPAA) was then added. After mixing, argon was bubbled through the solution
for 20 minutes to deoxygenate the solution. The Pt ions were reduced by bubbling H, at a
steady flow rate through the solution for 5 minutes. The reaction vessel was then completely
sealed and covered with aluminium foil, and the solution was left overnight (for 14 h).
During this time the solution turned lightly golden. NPs prepared by this method are
surrounded by NaPAA molecules. Therefore some kind of procedure has to be used to clean
the NPs without compositional and surface damage to the Pt NPs. Fig. 4.3 shows the
synthesis scheme for the preparation of platinum cubic metal NPs. The detailed procedures of
the synthesis of these Pt NPs can be found in Appendix F.
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Figure 4.3 Synthesis scheme for preparation of platinum cubic metal NPs.

After 12-14 hours, the vessel was opened to stop the reduction and NaOH (~3.75 g) was
added to the lightly golden solution to break the colloids. The precipitate formed by the
metallic NPs was washed several times (3-4 times) with ultra pure water to eliminate the
NaPAA and other residues from the surface of the Pt NPs. Finally, the NPs were stored in
ultra pure water. The resulting Pt NPs had a mean size of 8.6 + 1.1 nm and a preferentially
{100} orientation, indicating the cubic structures as indicated by the TEM image shown in
fig. 4.5 (c).

4.3 Transmission Electron Microscopy (TEM) Characterization

Transmission electron microscopic (TEM) analysis was performed in a FEI Tecnai T12
instrument, with an operating voltage range of 20 kV to 135 kV. The samples were prepared
by placing a droplet of fresh diluted Pt solution bearing different sizes on 200 mesh Au grids
pre-coated with formvar films (these grids were purchased from Agar Scientific Ltd., Essex,
UK), followed by solvent evaporation by exposing the pre-coated Au grids to a flow of
Argon. TEM has been one of the primary techniques used in the characterisation of NPs
dimensions, surface morphology and crystalline structures. The greatest advantage that the
TEM offers is the high magnification, ranging from 50 to 10°. Fig. 4.4 (a) shows the TEM

instrument which has been used in this research.
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4.3.1 TEM Sample Preparation

Pt NPs are dispersed in a volatile liquid (water). By stirring or using the ultra sound bath, the
agglomerated particles are separated and a homogenous suspension is ensured. A dilution
step is often required to obtain very low concentrations of the material, so that the particles
on the support film remain isolated. A droplet of the suspension is placed on the pre-coated
Au grid. The specimen is ready for observation after complete drying or evaporation of the

water.

The size distribution and the shape of Pt NPs of different sizes were examined by TEM.
Fig. 4.5 shows typical TEM micrographs and the size distribution of the Pt NPs prepared by
hydrazine reduction (micellar method — 3 nm), NaBH, reduction (6.9 nm) and colloidal
method (8.6 nm). The particle size distributions and the standard deviations were calculated
for each NP sample by directly measuring and averaging the size of approximately 120
randomly chosen particles from the magnified TEM images using Adobe Photoshop CS3 (i.e.
a graphics editing program developed and published by Adobe Systems) along with Origin 7
software (i.e. a data analysis and graphing software produced by OriginLab). The average

particle sizes are summarised in table 4.1.

Synthesis method Average size | NPs shape | Colloid color
(nm)

Micellar method 30£04 Spherical Dark black

NaBH, reduction 6.9+0.9 Spherical Dark grey

Colloidal method 86x1.1 Cubic Light golden

Table 4.1 Preparation conditions and experimental results of different sizes of Pt NPs
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< TEM grid

(a)

Figure 4.4 (a) Shows the Transmission Electron Microscopy (TEM) instrument used for the
characterisation of NPs and (b) TEM sample holder.

From the fig. 4.5, it can be seen that the particles aggregate, suggesting that there are no
surfactant molecules or other residues on the surface of the NPs. Due to the fact that the
conductance (G) of the NPs would decrease if there were adsorbed molecules on the surface
after synthesis, the NPs had to be cleaned in the way that has been previously explained. To
check the cleanliness before conductance measurements cyclic voltammetry was carried out
in order to assure the cleanliness. The experimental conditions are the same reported
previously [5]. The important thing to note in the syntheses of different sizes of Pt NPs is that
the resulting particles have a metallic core surrounded by an oxide surface layer
(experimental evidence for this statement can be found in section 6.3.1). Hence, the following
experiments are on Pt NPs of different sizes (i.e. 3 nm, 6.9 nm, and 8.6 nm) surrounded by a

surface oxide layer (PtO,).
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Figure 4.5 TEM micrographs and size distribution of Pt NPs.
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4.4 Preparation of Electrode and Electrochemical Measurements

4.4.1 Experiment Details

Cyclic Voltammetry is a potential-controlled electrochemical technique, where the current
that flows through the working electrode is registered versus the applied potential. This
technique provides much information about the condition of the surface of the working
electrode or about the test solution. In our case it has been used to measure the area of the Pt
NPs in order to check the cleanliness of the synthesised nanoparticles. The experiments have
been carried out in a classical three-electrode cell with a Pt mesh as a counter electrode. A
Palladium (Pd) electrode was used as the reference electrode (Pd/H). All of the potentials
shown in this research were indicated with respect to this reference electrode. All
electrochemical measurements were performed in a 0.5 M H;SO4 solution at a room
temperature. Electrolyte solutions were prepared from Milli-Q water and ‘BDH Aristar’

sulphuric acid. A fresh solution was prepared every time an experiment was conducted.

4.4.2 Apparatus

Once the NPs had been cleaned they were ready to be characterised by cyclic voltammetry.
Before starting the experiment, the glassware was cleaned with green acid (as described in
appendix G) and the palladium reference electrode was charged by bubbling hydrogen for 30
minutes allowing a constant reference potential for over 10 hours. After charging, the ultra
pure water was decanted and the cell rinsed. A fresh solution of electrolyte (0.5 M H;SOy4)
was then introduced. The electrolyte was bubbled for 10 - 15 min using nitrogen to remove
the dissolved oxygen. Flow of nitrogen over the electrolyte was maintained to prevent uptake
of atmospheric oxygen [3]. For the electrochemical experiments, NPs had to be deposited on
a support and gold was used because no faradaic process takes place for a wide potential

range, especially in the potential range under study.

After checking the cleanliness of the solution with the gold support (see fig. 4.8), a drop
(6 pl) of highly concentrated solution of NPs was deposited. When the water had already
been evaporated (by flowing nitrogen or argon), the electrochemical measurements were
performed under a nitrogen atmosphere. The electrode potential was controlled using a
CHS800 system. Fig. 4.6 shows the general arrangement of the apparatus. A diagram of the

three-electrode cell can be seen in fig. 4.7.
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Figure 4.6 Schematic representation of the Cyclic Voltammetry systems - the
electrochemical cell is shown in fig. 4.7.
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4.4.3 Electrochemical measurements

The lower and upper limits of the potential range were fixed at 0 and 0.85 V, respectively, in
order to avoid changes in the surface structure of the deposited NPs on the gold support.
Electrolyte solutions were prepared freshly from water and sulphuric acid (H,SO,) before an

experiment was carried out.

4.4.4 Preparation of electrode

A gold electrode (approx. 4 mm diameter) was used as a support, on which Pt NPs were
deposited (working electrode). The choice of using gold as a support was due to the fact that
it does not give any faradaic contribution in sulphuric acid solution for the applied potentials
used in this study (0 — 0.85 V). Prior to each experiment, the gold electrode was mechanically
polished with alumina, then rinsed with ultra pure water and then flame annealed to remove
contaminants on it. Afterwards it was rinsed with ultra pure water to protect the surface of the

gold from contamination when being carried to the electrochemical cell.

To check the cleanliness of the solution and the surface of the gold electrode, a cyclic
voltammetry in sulphuric acid was recorded from 0 to 1.65 V (this high potential is used to
oxidise any possible contaminants). Fig. 4.8 shows the typical voltammetric profile of a gold
electrode in 0.5 M H,SO4 [10].

0.02 Au support
0.5 M H,SO,

50 mV-s"

0.01 1

0.00

-0.01 -+

I /mA

-0.02 4
-0.03 1

-0.04 -

1 2 N —
00 02 04 06 08 10 12 14 16

E / Vvs Pd/H

Figure 4.8 Voltammetric profile of the gold support. Test solution 0.5 M H,SO,. Sweep rate:
50 mV-s™.
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After checking the cleanliness of the surface and the solution, Pt NPs were deposited on the
gold electrode by depositing a drop of 6 pl of the water suspension of the NPs on the surface
of the gold electrode. In order to evaporate the water and avoid contamination in the sample,
the electrode was exposed to a flow of nitrogen or argon. For this deposit we used 6 pl as this
amount was found to be appropriate for both the microwave studies and the electrochemical
experiments. After the water evaporation the particles were strongly attached to the gold
electrode. Fig. 4.9 shows the voltammetric profile of the platinum NPs and the gold electrode
for sake of comparison, highlighting the fact that any contribution from gold is negligible.

Pt nanoparticles on Au support
0.5 MHSO,

50 mV-s"

0.3
0.2

0.1

E 0.0 f-----rrreremmmmmmmrrrese e T e
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03 —— Pt nanoparticles
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' — r :
00 02 04 06 08 1f0 12 14 16
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Figure 4.9 Voltammetric profile of platinum NPs gsolid line) and the gold support electrode
(dotted line) in 0.5 M H,SO4. Sweep rate: 50 mV-s™.

4.4.5 Cleaning and Characterisation Method for Pt NPs

Although the NPs have been chemically cleaned after their synthesis some small amounts of
surfactant molecules or any other residues coming from the synthesis can still cover their
surface. Then, it is necessary to carry out another cleaning procedure, here being an
electrochemical step consisting of CO adsorption-oxidation. CO adsorption on the electrode
was carried out by bubbling CO gas for 5 min in a bubbler, where CO adsorbs on the surface
of the Pt and removes the contamination of surfactant molecules [10, 13]. The electrode was
held just above the solution of the CO bubbler to make sure that the deposited Pt surface is
not altered by bubbles during the process. After this, the electrode was removed and
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transferred to the electrochemical cell with a drop of sulphuric acid solution on it to avoid

contamination.

Once in the electrochemical cell, oxidation of the adsorbed CO was performed after checking
that the surface was fully covered with CO. The following fig. 4.10 shows the CO monolayer

oxidation.

0.4~ CO monolayer oxidation (cleaning procedure)

| 0.5MH,SO,
0.3 50 l’l‘lV'S-l
g 02
3 —— lIstcycle
é -------- 2nd cycle
— 0.14
0.04 N/ ............................
014 . T v T v T T T
0.0 0.2 04 0.6 0.8

E/V vs Pd/H

Figure 4.110 CO monolayer oxidation on Pt NPs. Test solution: 0.5 M H,SO4. Sweep rate:
50mV-s.

After the cleaning with the CO adsorption-oxidation process the voltammetric profile was
obtained (see fig. 4.11). In platinum the different peaks are associated with hydrogen
adsoption-desoption process as in different type of sites {(110), (100) and (111)}. No further

explanation is given as this is not important for our study.
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profile of platinum cubic NPs after CO cleaning in 0.5 M H,SOj4.

As it is already has been well established [10, 14], for polycrystalline platinum surfaces, the

occupation of all active sites of the surface with a complete monolayer of adsorbed hydrogen

requires a charge of 210

uC-cm?, so in this way the area of deposited platinum can be

calculated. As the mean size of those NPs is known (8.6 nm approximately), the area of one

NP can be calculated (assuming that they are cubic) and then the number of NPs deposited

can be obtained. The accurate calculation of the number of NPs is actually a challenge

because of the variations of the size and the size dispersity of the synthesised NPs.

For these NPs (e.g. cubic Pt), the hydrogen area (in the range 0-0.60 V) measured was

5.2383-10° A-V. Fig. 4.12

shows the calculations of the area of deposited platinum, removing

the contribution from the double layer.
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Figure 4.12 Area calculation of the deposited platinum.

(i) For the Pt cubic 8.6 nm Pt NPs

Charge = __Area 4.1
Sweep rate

Therefore,

e
s
1 1 52383 uC-Vem’ s

: = —=4.990 cm’
S

Area=5.2383-10°AV =5.2383-10"° gV =52.383—V
S

523838C v
S 210

cm’

Since the sweep rate = 0.05 V/s (50 mV/s), therefore the amount of NPs in a droplet is;

cm’ 1 nanoparticle  10~*m’

02 nanoparticles
6ul 6(8.610°) m> om’

=1.244-1
6 ul

4.99

(i1) Similarly for the 6.9 nm spherical Pt NPs (see appendix H)

6.74254-10°AV = 6.74254-10~ SV = 67.4254PC v
S S
. 2
67.42542C v .1 - 1 - = 674254 pCVem” s _ 01 em?
S 210 4% a 0.05 — 210-0.05 S HC A%
cm S
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2 . 4.2 .
6.421°0 . 1 nanopartlczle ‘10 1{1 _ 4203-10" nanoparticles
6 pl 6.9-10°) , cm’ 6 pl

4z > m

(iii) Similarly for the 3.0 nm spherical Pt NPs (see appendix I)

7.49698-10° AV = 7.49698-107° —C-V = 74.9698-“£V
S

S

| R S 74.9698 nC-vV cm” S 7140 em?
HC h0sY 210005 s pCV
cm’ s
2 3 —4_ 2 .
7 140™. lnanopartlczle 10 1;1 _ 152510 nanoparticles
6 ul 3.0-10°° cm 6 ul
4n m’

74.9698*C v .
S 210

From the above calculation it could be concluded that there are 1.244 x10"* platinum cubic
NPs in a drop (6 pul). Similarly the hydrogen area measured for the 3 nm and 6.9 nm platinum
NPs (assuming that they are spherical) were 7.49698 x 10° A.V and 6.7425 x 10° AV,
respectively. Therefore it could be concluded that there are 2.525 x 10" and 4.293 x 10" Pt

NPs, respectively, in a drop. Table 4.2 summarises the number of NPs available in a droplet.

Pt NPs Hydrogen area (A-V) | Number of NPs per drop
8.6 nm 52383 x 10° 1.244 x 10**
6.9 nm 6.7425 x 10” 4293 x 10"
3.0 nm 7.4969 x 107 2.525 x 10"

Table 4.2 Number of NPs in a drop of different sizes of Pt NPs.

Even though the structure of the Pt NPs were characterised by the TEM, it is apparent from
the results obtained from the CV that the CV can be used to characterise the structure of the
NPs.
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4.5 Synthesis of Spherical Au NPs of Different Sizes

4.5.1 Reagents and Instrumentations

All the reagents were of AR} grade. Chloroauric acid (HAuCls — Au content 41.29%) was
obtained from Johnson Matthey, Royston, Hertfordshire, UK and trisodium citrate (usually
referred as sodium citrate (99+%)) was purchased from Sigma/ Aldrich Chemical Co., and
was used as received. Milli-Q water with a resistivity of 18.2 MQcm™ was used as the
solvent for all the syntheses of Au NPs. The centrifuge used was a Beckman Coulter Allegra
21R Centrifuge with FO850 rotor and the TEM was performed using the same instrument

mentioned in section 4.3.

4.5.2 Synthesis of Au NPs of Different Size by the Frens Method

There are several methods used for the preparation of colloidal Au NPs [15]. Among these,
the reduction of chloroaurate ions in the presence of sodium citrate is a classical technique
that has been quoted frequently in literature [16]. Au NPs of variable size (8, 16, and 25 nm)
were synthesised by a modification of the citrate reduction method of Frens [16].
Briefly [1], a 300 ml of aqueous solution of HAuCl, (7.5 x 10 moles) was heated to boiling,
and then 12 ml of trisodium citrate dehydrate solution (1% by weight) was added to it under
continuous stirring. After about 50 s of boiling a very faint blue tone appeared, gradually
darkening over a period of about 5 minutes. The final color was deep wine red, indicating the
formation of Au NPs. The reaction solution was boiled for another ~30 minutes for complete
reduction of Au (III) ions. The solution was then gradually cooled to room temperature. Then
the synthesised Au solution (300 ml) was transferred to six 50 ml centrifuging tubes, then
centrifuged and concentrated to a final volume of 0.6 ml. The optimum conditions found
experimentally for centrifuging were 2-3 hours at 20 °C and 10,000 rpm. These conditions
were repeated 3-4 times for each size of Au NPs. By this procedure, Au NPs of 8.2 + 0.7 nm
size were obtained. By performing a similar procedure, particles of different sizes (16.5 + 1.6
nm and 24.8 + 3.2 nm) were also prepared by varying the amount of citrate solution. All the

employed glassware was previously washed with aqua regia® (3 volume of HCI: 1 volume of

! AR stands for Analytical Reagent, it is of higher purity.

¥ Aqua regia (AR) is a high corrosive and toxic, fuming red solution; also know as nitro-hydrochloric acid. The
mixture is formed by fresh mixing of concentrated hydrochloric acid (HCI1) and concentrated nitric acid (HNO;),
in a volumetric ratio of 3:1, respectively. The used AR was decanted back into the AR flask, and the container
then rinsed 3-4 times with ultra pure water in a fume cupboard followed by more thorough rinse outside the
fume cupboard.
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HNO3) followed by washing them with ultra pure water for at least 12-15 times. Fig. 4.13
shows the synthesis process of Au NPs by the Frens method. The details of the size selective
syntheses are given in table 4.3 (see appendix J). The particle sizes were determined from the
TEM analysis.

Step 1 Step 2
.

-

25 ml 1% by weight citrate

Hot plate
292.5 ml H,O i

7.5 ml 0.01 M HAuCl, Magnetic Stirrer

\
P 12 ml (1% by weight) citrate (8 nm)/\
6 ml (1% by weight) citrate (16 nm)/ |
4.5 ml (1% by weight) citrate (25 nm) >~

Step4 ~a e
= ?
// Step 5,/
/
! Centrifuge /
300 ml 0.01 M HAuCl, Hat E]ate 300 ml 0.01 M HAuClI, Synthesised spherical Au

12 ml (1% by weight) citrate/ NPs (8, 16 and 25 nm)
6 ml (1% by weight) citrate/
4.5 ml (1% by weight) citrate

Magnetic Stirrer

Figure 4.13 Synthesis scheme for preparation of 8.2, 16.5, and 24.8 nm Au metal NPs.

Particles Size Total Volume of Total Volume of Volume of citrate
(nm) solution (ml) HAuCly (0.01M) (ml) (1% by weight) (ml)
82+0.7 300 7.5 12
16.5+1.6 300 7.5 6
248+3.2 300 7.5 4.5

Table 4.3 Details for the size selective synthesis of Au NPs by the Frens method.

The size distribution and the shape for the synthesised Au NPs of different sizes were
examined by TEM using the same system previously mentioned in section 4.3. Fig. 4.15
shows typical TEM micrographs and particle size distribution of the Au NPs prepared by the
citrate reduction method. Using Adobe Photoshop CS3 along with Origin 7, the particle size
distributions were measured and summarised in table 4.4. It is observed the mean size is very

close to the expected value.
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Unlike the pure Pt NPs, the Au NPs prepared in this section using the Frens method are
citrate-stabilised Au NPs. It is apparent from these TEM images that the particles are
individually separated (i.e. with a gap/space between the particles) by ligands which are
formed by citrate during the synthesis process to stabilise the NPs. NPs prepared by this
method are surrounded by citrate molecules. Therefore some kind of procedure has to be used
to clean the NPs without compositional and surface damage to the Au NPs. After the
complete reduction, NaOH (~1.5 g) was added to the deep wine red solution to break the
colloids. Unlike the Pt NPs, this cleaning procedure was unsuccessful, since the particles
were destabilised by removing the citrate using NaOH, which forced the particles to
agglomerate as shown in fig. 4.14. Black precipitates gradually formed, leaving a clearly
colorless solution. The precipitate was not soluble in the deionised (or ultra pure) water even
after using the ultrasound bath. Since it was not possible to remove the citrate and keep the

NPs stable, the studies here are restricted to those using the citrate-stabilised Au NPs.

Glassware

Water

agglomerate?l
Au Nps

Figure 4.14 Photograph of the agglomeration of the Au NPs.

Average size (nm) | NPs shape Colloid color

82+0.7 Spherical Deep wine red
16.5+1.6 Spherical Deep wine red
248+3.2 Spherical Deep wine red

Table 4.4 Experimental results of different sizes of Au NPs.
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Figure 4.15 TEM micrographs and size distribution of Au NPs (a) 82 + 0.7 nm
(b) 16.5 + 1.6 nm, and (c) 24.8 + 3.2 nm.
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From the above fig. 4.15, it can be clearly seen in the case of 8.2 nm Au NPs that the particles
are well dispersed on the Au grid, where the lack of particle aggregation suggests sufficient
protection of the NPs cores by the citrate ligands. Practically we should have seen a similar
TEM image for other sizes of Au NPs (i.e. 16.5 nm and 24.8 nm), but unfortunately this was
not observed due to the agglomeration during the TEM sample preparation. As mentioned
earlier in this section, a centrifuging technique has been used to concentrate (or condense) the
NPs from a large volume (i.e. 300 ml) to a known final volume (i.e. 0.6 ml). A small volume
(i.e. ~ 1 ml) of highly diluted (i.e. much lower concentration of NPs) sample should have
been kept aside during this centrifuging process. A small amount of highly diluted Au NPs
were kept aside for 8.2 nm but not for the other sizes, which was latter deposited directly onto
the Au grid for TEM characterisation. For the other two sizes of Au NPs (i.e. 16.5 nm and
24.8 nm), the TEM sample preparations were made by diluting the highly concentrated Au
NPs. In this process the Au NPs start to aggregate while adding deionised water to dilute the
concentrated NPs, as shown in figs. 4.15 (b) and (c), where the aggregation depends on the

amount of deionised water added.

4.6 Chapter Summary

This chapter presents the synthesis of Pt and Au NPs by chemical methods. The process is
simple and highly reproducible. The surface cleanliness of the Pt NPs was confirmed by
cyclic voltammetry profiles. The size and the crystal morphology of the formed particles
were determined electrochemically using CV and also confirmed by the TEM imaging
technique.
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CHAPTER 5

3D ELECTROMAGNETIC SIMULATION OF COAXIAL PROBE AND
SAPPHIRE DIELECTRIC RESONATOR

5.1 Introduction

The theoretical analysis involved in the design of coaxial probes and dielectric resonators can
become quite complex and in many cases an exact solution may not be possible. Advances in
computational electromagnetic software have made it easier to analyse complex problems
and design configuration. Ansoft High Frequency Structure Simulator (HFSS) is an
interactive software package for electromagnetic (EM) modelling and analysing three
dimensional (3D) structures. The following sections provide an insight into the various
aspects involved in the process of modelling the real devices and running the simulation in

HFSS version 11.

5.2 Background

HFSS uses the finite element method (FEM) for EM analysis on arbitrary 3D structures. FEM
is a flexible numerical technique capable of being adapted to problems dealing with complex
structures and material distributions. HFSS uses the FEM to divide the entire volume of the
3D structure into a large number of tetrahedral as shown in fig. 5.1. Each tetrahedron is
composed of four equilateral triangles as shown in fig. 5.1. As described in fig. 5.1, the
components of the field that are tangential to the three edges meeting at that vertex are stored.
The other vector stored is the vector field at the midpoint of the selected edges, which is
tangential to a face and normal to the edge. Using these stored values, HFSS estimates vector
field quantities such as E-field and H-field inside each tetrahedron. Maxwell’s equations are
then formulated from those field quantities and are later transformed into matrix equations
which can be solved by conventional numerical methods [1]. For more accurate results, a
denser mesh with larger number of small finite elements is required. However, the density of

the mesh is limited by the availability of the computer resources.
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At the beginning of the solution process, the software produces an initial coarse mesh and
finds an approximate field solution. The mesh is then optimised during several iterations
carried out until the solution results converge to the defined level of accuracy or permitted
number of iteration is reached. Using HFSS enables problem solving at single frequency or at
several discrete frequencies, and permits the computation of basic electromagnetic field

quantities, resonant frequencies of a structure, S-parameters, etc [1].

The following sections of this chapter contain the main strategies of model development and
a brief description of modelling a 3D sapphire dielectric resonator (SDR) and different types
of open ended coaxial probe (OCP) structures using HFSS software. It then describes the in-
depth procedures involved in modelling and simulating the OCP and SDR as a major part of
this chapter followed by the in-depth analysis of penetration depth of the OCP probe and also
the development of universal model for different types of OCPs for the characterisation of
material properties. Finally, a semi-quantitative SDR model was developed using the HFSS
software to support the results observed from the microwave experiments for Pt oxide and
pure Au NP films.
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K i 3D tetra}:_dron/ that are tangential to the edges
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Figure 5.1 Finite Element Mesh on the cross section of the OCP.
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5.3 Modelling of the OCP and SDR

5.3.1 The Process (Flow Chart)

This section gives the steps for constructing a geometric model and analysing its

electromagnetic behaviour.

) E.g. Coaxial probes, microstrips,
OR/v Driven Model waveguides, transmission line

OR
Solution Type) — | Driven Terminal
OR

\ -
1 | Eigen Mode l E.g. resonant structures (resonators)

/ 1.1Boundaries
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l 1.3 Materials

Ye/s' 2.1 Optimetrics
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\ ! Mesh
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Figure 5.2 Flow chart of the construction and analysis of a real device using the HFSS

simulation package.
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5.3.2 Main Strategies of Model Development

Although the drawing tools in HFSS are flexible and make it possible to draw nearly any
geometry, modelling problems must be realistic and within the scope of the software’s

analytical capabilities. There are certain things that need to be considered:

o When modelling open-region problems, designate the enclosure as a radiation
boundary. Open-region problems, like the open ended coaxial probe, antenna and
radiation problems, are solved by drawing an enclosure around the coaxial probe and
the antenna and designating the enclosure as a radiation boundary.

o Structures must have at least one port.

o Structures should be kept electrically small. Since the simulator calculates the
electromagnetic fields at every point in space as defined by the tetrahedral mesh, the
structures must be kept to a reasonable size. To simulate electrically large structures,
the geometry has to be split into subsections along the axis of the wave motion.

o The drawing of the structure as simple as possible. For an instance, rounded corners
are much more complex and time-consuming to simulate than are square corners. If
the rounded corners are not electrically important, they should be drawn as square
corners to save time and computer memory.

o If the structure has electric or magnetic symmetry, take advantage of it by defining the
symmetry plane or planes and solving only the symmetrical part of the structure.

Exploiting symmetry reduces problem size and decreases solve time.

5.4 A Typical Model Set-Up

In setting up the models for real devices, such as OCP and SDR, there are several steps which
are common to all simulation methods discussed in this chapter. All of them are susceptible
to errors into the simulation, i.e. discrepancies between simulation and experimental results.
Detailed modelling setups of an OCP and SDR are demonstrated in the following sections.
Briefly, all the geometry needs to be created, either done by using the in-built modeller of the
simulation software or by importing the geometry model from a mechanical CAD tool.
Importing from a CAD tool is not that easy as the quality of the import filters varies
significantly, but this is beyond the scope of this chapter. Here, the geometries were created
using the in-built modeller. To compare the simulation model to an existing device, the exact

same dimensions and material properties have to be used. Besides obvious errors, there are
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always tolerances, and sometimes minute details are neglected, which are relevant at

microwave frequencies.

Then the designer (or the user) has to choose the type of solver to be used to solve the
modelled structure. For instance, as mentioned in the flow chart (see fig. 5.2), the user often
uses a driven model solver to model a OCP to obtain scattering parameters’ and similarly
Eigenmode solver to model a completely enclosed resonator to obtain resonant frequencies

and quality factors.

For an accurate simulation, knowledge of the exact material properties is essential, but which
is not normally available. The computational effort for volume based methods depends on the
volume size, and the simulation model must also be finite, even if in reality the device is
placed in an infinite surrounding medium. In order to reduce size or the complexity of the
design, boundary conditions need to be introduced which represent, symmetry, electric/
magnetic walls, radiation walls. All of these boundary conditions are used in the modelling of
the OCP as well as the SDR, which will be discussed in depth in the following sections.
Finally, ports need to be defined to excite the structure and to monitor the simulation results

such as the S-parameters.

5.5 Performing a Simulation

Having setup the geometrical representation of the real structure in the software environment,
the next is to start the steps towards obtaining the final results. The first is the space
discretization, i.e. the mesh setup, which is automated to a large extent in using modern
commercial software such as HFSS. In spite of the high degree of automation, to obtain an
accurate result, the proposed mesh might need to be checked or influenced manually. Then
the software creates the system matrices based on the information of the geometry, and from
this grid and method chosen for approximating Maxwell’s equations. After all the required
matrices are created and assembled, finally the solutions of the finite algebraic system are
deduced. Here, the S-parameters for the OCP and resonant frequency (fp) and the quality
factor (Q) for the SDR are calculated, since they are the most often requested results for
material characterisation. So far brief descriptions of modelling a real device have been

discussed.

* Detailed description on S-parameters can be found in section 3.8.1 of chapter 3.
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5.6 Construction of K-connector Open Ended Coaxial Probe

The OCPs considered in this chapter are assembled from different materials, such as glass
(silica), brass, gold, dielectric bead, etc. The system that we modelled consisted of two main
parts, i.e. the K-connector and its flange. In order to model the K-connector, its dimensions
were measured using a Nikon Measuring Microscope MM-800 (Nikon Corp., Tokyo, Japan)
and used together with the available catalogue data. This turned out to be enormously
challenging, mainly due to the limited availability of the catalogue data (i.e. limited
information regarding the dimensions and the materials properties of the K-connector). A
perfect conductor is been assumed for the metals of the OCP, so there will be no field
penetrating the conductor shielding. A schematic diagram of the K-connector coaxial probe
used in this research is shown in fig. 5.3, based on the Anritsu K-connector (here K102F),
which has an inherent bandwidth from DC up to 40 GHz. The connector’s glass bead (silica)
provides a convenient coaxial aperture, which can be ground flat to the plane of the brass
flange. The following sections provide the detailed description of modelling the OCP. To
obtain an accurate solution after the simulation, there are quite a few ingredients, such as
model the reality correctly and ensure that the mesh is fine enough.
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Figure 5.3 Schematic diagram of the K-connector coaxial probe.
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5.6.1 Modelling the Actual K-Connector OCP

There are several important design parameters for an OCP. One of the most important among
them is for an efficient transmission of incident and reflected signals between the VNA and
probe head required that the impedance of the probe matched the 50 Q impedance of the
VNA and coaxial cable. This condition restricted the probe dimensions to fit commercially
available connectors like K-connectors. As shown in fig. 5.4 (b), the K-connector OCP
simulated in this section was assumed to have a glass bead (silica) of relative permittivity of
4 and loss tangent of 10, The detailed dimensions of the OCP are shown in fig. 5.4 (a). The
details of the material properties used in this simulation are listed in table 5.1. A driven model
solver has been used in order to obtain S-parameters. The remedy for better accuracy and
reduction of the complexity of the model and the simulation time is to utilise the geometrical
symmetry to add one magnetic (H) wall boundary condition after cutting away the one-half of
the object, as shown in fig. 5.6. Using the geometrical symmetry, this model can be even
reduced to 1/4™ of the total object, but this alternative was not considered since the model
with one-half of the object took less than 10 minutes and occupied less than 60 MB of
memory, which is acceptable. The detailed implementations of the boundary conditions are

discussed in section 5.6.3.

\ centre Pin
(gold)

perfect
conductor >
brass dielectric bead
flange (dielectric)
o
aperture 3 ;
(glass bead)
10 mm
Note:

The above dimensions of the coaxial probe were measured by a Nikon Measuring
Microscope MM-800 (Nikon Corp., Tokyo, Japan).

Figure 5.4 (a) Schematic diagram of the K-connector coaxial probe (the above figure is
drawn to scale).
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The area where the geometry model is defined is known as the 3D modeller. All the objects
in the model are 3D objects. The unit of measurement is chosen to be millimetres (mm).
Global Co-ordinates are chosen throughout the project and the entire model is centred at the
origin. The first object created is the brass flange of dimensions 24 x 24 x 5 mm’ using
Draw/Box command in the drawing interface and is labelled as brass flange. Then the outer
conductor of the K-connector (see fig. 5.4 (b)) is called the outer conductor and has a length
of 8.35 mm and radius 2.65 mm. It is drawn using Draw/Cylinder command. HFSS does not
allow any overlapping volume in the model. From the part of the model description above, it
is seen that the outer conductor overlaps with the brass flange. Hence it becomes necessary
to create a hole in the brass flange to accommodate the outer conductor. Thus, using the
Modeler/Boolean/ Subtract, the outer conductor is subtracted from the brass flange. In the
subtraction process, a copy of the outer conductor is made using the Edit/Copy and
Edit/Paste commands. The copy outer conductorl is then subtracted from the brass flange.
Then the inner conductor of the K-connector (see fig. 5.4 (b)) called the inner conductor (of a
length of 4.1 mm and radius 2.32 mm) is drawn using the Draw/Cylinder command. The
remaining objects of the K-connector are drawn following the same procedures as for the

inner and outer conductors.

Centre pin iy
(2old plated) _Port (excitation)
\F Outer conductor
(perfect conductor)
Centre bead > 1{ | Inner conductor
L_,_-}_:.J (perfect conductor)
LI T
Glg e bead Flange
(Silica) (Brass)
2
L» ¥
X

Dielectric material under test

Figure 5.4 (b) Cross section of the K-connector coaxial probe.

In order to avoid overlapping of the objects, larger objects are constructed first followed by

smaller objects. To mimic the reality of the empty K-connector coaxial probe, a virtual object
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that is assigned the radiation boundary must be created in the boundary assignment stage
which will be discussed in the later section. This object must be exposed to the background
and it should be located at least one quarter wavelength away from the radiating source. The
dimension of the radiation box for the simulation is chosen to be 24 x 24 x 15 mm’. The box

is created using Draw/Box and labelled as radiation box.

5.6.2 Excitations

The open ended coaxial probe has one port as shown in fig. 5.4 (b). Once the construction of
the model is completed, then port needs to be defined at the location which, in reality, the
sources (i.e. the VNA') will be connected. This is usually at the same point along the
transmission line shown in fig. 5.4 (b). Ports enable energy to flow into and out of a structure,
which is necessary as a part of the simulation process. The port is defined using the
HFSS/Excitations/Assign command. The port type is chosen to be Wave Port’ and labelled as
WavePortl. By default, a structure is assumed to be completely encased in a conductive
shield (or perfect E boundary®) with no energy propagation through it. Therefore ports need
to be added to the structure to indicate the area where energy enters and exits the structure.
After the assignments of the ports, next the ports must be calibrated. A calibration line

determines direction and the polarity of fields as shown in fig. 5.5.

Port
(shaded region)

Calibration line

Figure 5.5 Schematic diagram of K-connector OCP with port and calibration line.

T VNA stands for vector network analyser, complete information can be found in section 3.8.3 of Chapter 3.
* Wave Port is used to model exterior surfaces through which a signal enters or exits the geometry [6].
¥ A perfect E boundary is used to represent a perfectly conducting surface in a structure.
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5.6.4 Material Properties

The permittivity and the conductivity values for all the materials present in the model
naturally play an important role in the solution’s accuracy. Often these values are frequency
dependent (dispersive materials); the more accurately this frequency dependence is known,

the more accurate the solution can be. None of the materials have a constant loss tangent

from DC to several GHz [2].
Component Material Conductivity | Dielectric constant | Loss tangent
name (o) S/m (er) (tan J)
Centre Gold [3] 4.098 x 10’ - -
conductor
Centre bead Dielectric [3] - 2.07 10™
Glass bead Silica [3] - 4 10
Outer/Inner Perfect 1x10" - -
conductor conductor [1]
Flange Brass [3] 2.564 x 10’ - -
Dielectric Air/ Debye - Frequency Frequency
Material liquids/ dependent &, dependent tan
dielectric calculated from d calculated
Debye model ' from Debye
model

Table 5.1 List of the material properties used in modelling the K-connector OCP.

Allowing for all of this minute information, the properties of the materials used in this model
have been tabulated as shown in table 5.1. After successfully defining the port, boundaries
and materials, the next step is to set up the solution by specifying various parameters such as
mesh refinement frequency, and port solution accuracy. The procedure involving the solution

setup is explained in the following section.

5.6.5 Generating the Solution

In order to generate the solution for the OCP structure, it is necessary to specify the solution
parameters. Fig. 5.7 shows a snapshot of the features that HFSS provides to generate the
solutions for the OCP problem. The solution setup is the last pre-processing step that needs to

" For more information regarding the Debye model refer to section 3.7 of Chapter 3.
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be performed before a simulation can be started. The solution setup includes the mesh

generation, ports solution, and a full solution over a frequency sweep.
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Cal . ‘
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Figure 5.7 Solution Setup

For the OCP problem described in section 5.6, the solution is set at a frequency of
6 GHz and the number of adaptive passes is set to 20. It is necessary to specify the number of
adaptive passes for which the error criterion can be met. The deviation or the error between
the S-parameters for consecutive adaptive passes, Max Delta S is set to 0.01. This is

necessary to achieve a higher degree of convergence.

The mesh refinement percentage, Max Refinement Per Pass is set to 30%. Fast Sweep is
selected from 30 kHz to 6 GHz in order to calculate the frequency response using the mesh
created by the adaptive refinement for a single frequency. Fast sweep is selected as it is a

quick method of solving using a frequency sweep and it performs interpolation on the data
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based on a small number of frequency values. Initial mesh is chosen if the simulation is being
run for the first time. If the simulation has been run earlier for a few iterations then the

Current mesh option can be selected.

In the executive commands window, Solve tab is used to start the simulation. A Solution

Monitoring window appears which allows the progress of the simulation to be monitored.

5.6.6 Meshing the structure

Generally speaking, the mesh should be fine enough to correctly represent the geometry and
to represent the rapid field variations within the device. Representing the field variations in
the mesh is more complicated issue. The first rule of thumb that can be applied a priori,
before the simulation is started, is that in a frequency domain FEM solver based on second
order finite elements, A/4 is a good starting value of the mesh size, where A is the wavelength
of several materials. Since the wavelength (A) is dependent on the material properties, the size
of the individual mesh cell depends on the materials it is filled with. By default, the
simulation software allows a uniform mesh everywhere in the model, which may lead to an
unnecessarily large number of mesh cells. For lossy materials, the rule of thumb is to ensure
that there are at least two or three mesh cells within the skin depth of the object of the lossy
material. This is a big disadvantage for good conductors at high frequency, since the tiny skin
depth would lead to tiny mesh cells and considerably increase the simulation time. Therefore
it is very important to assign mesh correctly to the model, which reduces the overall

simulation time and increases the accuracy of the model.

In the case of meshing the OCP model, HFSS generates an initial mesh according to a
minimal user input, then taking into account geometry, material properties, the user refines
the mesh through an automatic adaptive meshing*, until convergence is reached. Wherever
rapid field variations occur, the mesh is refined and the simulation is restarted. This process is
repeated until the results do not suffer further significant changes. With further increase in the

number of mesh cells, the HFSS response can be improved at the expense of simulation time.

¥ An adaptive analysis is a solution process in which the mesh is refined iteratively in regions where the error is
high, which increases the solution’s precision [6]
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5.6.7 Post Processing and Simulation Results

The simulation of the K-connector OCP takes 12 minutes on a 3.4 GHz CPU and 2 GB RAM
machine. HFSS provides three post processors for analysing the results of the simulation such
as Fields, Matrix Data, and Matrix Plot. The Fields post processor provides many features
such as 2D and 3D plots of fields, and animated plots of electric and magnetic fields. Fig. 5.8
shows contour plot of E-field magnitude at the cross-section of the air interface of the OCP,
where the electric field values in HFSS are normalised to 1 V/m. Matrix Data post processor
provides viewing and exporting of the matrices that are computed for the S-parameters,
impedances and propagation constant during each adaptive solution. From the Matrix Data
post processor, the characteristic impedance (Zy) deduced at the port is 49.86 €, within an
experimental error of 0.28%. This is close to the expected 50 Q.

E Field[¥/m]
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Figure 5.8 Contour plot of E-field magnitude at the cross-section of the air interface coaxial
probe.

Fig. 5.9 shows the Electric field magnitude along the —z direction from A to B as shown in
fig. 5.8 for the empty probe. The maximum penetration depth (d) of E-field without the
presence of the sample (g, = 1) along A-B is around 0.2 mm as shown in fig. 5.9. For the
complete understanding of the penetration depth as a function of material under test, further
simulations have been carried out on different types of dielectric materials. In depth

discussion on this issue can be found in section 5.9.2.

97



Chapter 5 3D Electromagnetic Simulation of Coaxial Probe and Sapphire Dielectric Resonator

14000.00 Ourve tio
ZA —— Mag_E
j Setup1 : LastAdaptive

12000.00

‘E 10000.00—

& ]

Z .

] ~

S 8000.00

a 1

s u

= 6000.00—]

=) -

o

128

M 4000.00

2000.00—
E B
0.00 Pt T T T

0.0 4.00 6.00 8.00 10.0C

Distance (mm)

Figure 5.9 shows the Electric field magnitude along the —z direction from A to B as shown in
fig. 5.8 (empty probe) at 6GHz.

Matrix Plot post processor is used to plot the matrices and parameters computed in the matrix
data post processor. The S-parameter (S;;) against the frequency can be plotted here.
Fig. 5.10 shows a snapshot of the Matrix Plot post processor. It can be used to plot S;; on a
Smith Chart as a function of frequency.

Conlext e - —
(Sm |Setupt - Sweep = ) B
| Domsin [Swecr - Category: 5 parameter =l

Figure 5.10 Matrix Plot post processor.

Fig. 5.11 (a) and (b) shows the plot of S;;-parameter on a Smith Chart and linear phase of S;;
as a function of frequency (GHz) for an empty K-connector OCP described in section 5.6.
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Figure 5.11 (a) Syj-parameter on a Smith Chart and (b) Phase of S;;-parameter as a function
of frequency for an empty K-connector OCP, from 30 kHz - 6 GHz.

Further validation of the above full wave K-connector OCP model has been carried out by
testing several different dielectric materials (e.g. polar liquids), including low, medium and
high permittivity materials. The dielectric properties of polar liquids arise from the
orientational response of permanent electric diploes to an applied electric field. This
behaviour is well described by Debye theory, so that polar liquids can be used to check the
above developed full wave model. The detailed description of the Debye model can be found

in section 3.7.

As listed in table 5.2, the properties of those materials vary with the frequency of the field
excitation; therefore it is vital to include their frequency dependent material properties while
simulating the above full wave model. These liquids were modelled on the basis of the
available published data on Debye parameters as listed in table 5.2. To perform this in the
HFSS simulation environment, the frequency dependent complex permittivity (i.e. real
permittivity and loss tangent) of those materials need to be calculated for the entire frequency
range (i.e. 30 kHz — 6 GHz) using the Debye model described in section 3.7. Then the
calculated frequency dependent complex permittivity dataset was imported into the material
library of the HFSS in *tab file format. Fig. 5.12 shows a snapshot of the Enter Frequency
Dependent Data Points.
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Figure 5.12 Enter Frequency Dependent Data Points.

The following table 5.2 shows the Debye parameters obtained from various literatures in
order to validate the admittance model:

Solvents & €0 T (ps) €1 €2
Literature | Literature | Literature

Teflon [4] - - - 2.08 | 0.0004
Butanol [5] 19 3.8 482 - -
Propan-2ol [6] 20.8 3.8 327 - -
Ethanol [5] 25.4 4.9 140 - -
Methanol [7] 34.5 5.6 47 - -
Acetonitrile [8] 37.5 2.26 3.2 - -
Dimethylformamide (DMF) [5] 38.5 10 14.6 - -
Water [9] 80.4 5.2 9.4 - -

Table 5.2 Literature values of the Debye parameters of various liquids at 20-25 °C.

5.6.8 Simulation Results of K-Connector OCP

Once the individual frequency dependent material properties were imported into the material
library, the simulation was repeated several times for those materials independently on the

modelled full wave K-connector OCP (see table 5.2). Fig. 5.13 shows excellent agreement of
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Si1 between the simulated and the measured results obtained from chapter 6 for those
materials listed in table 5.2. This shows the robustness and the accuracy of the HFSS model

for a range of liquids.

180

Empty OCP (HFSS model)
Empty OCP (Experimental)
Teflon (HFSS model) 4
Teflon (Experimental)

210 §

270

(@)

90
120 60

Empty OCP (HFSS model)
150 - Empty OCP (Experimental)
+ Butanol (HFSS model)

= Butanol (Experimental)
Propan-2ol (HFSS model)
Propan-2ol (Experimental)
Ethanol (HFSS model)
Ethanol (Experimental)
Methanol (HFSS model)

> Methanol (Experimental)

30

180

101



Chapter 5 3D Electromagnetic Simulation of Coaxial Probe and Sapphire Dielectric Resonator

30

Empty OCP (HFSS model)
Empty OCP (Experimental)
Acetonitrile (HFSS model)
Acetonitrile (Experimental) 3 0
DMF (HFSS model) 2

DMF (Experimental)
Water (HFSS model)
Water (Experimental)

270

(©

Figure 5.13 S;;-parameters on a Polar chart as a function of frequency of different dielectric
materials terminated at the end of the K-connector OCP (see fig. 5.4 (b)), including low (a),
medium (b) and high permittivity (c) materials. The simulations were made in the frequency
range from 30 kHz to 6 GHz.

Test Fringing field capacitance % ME?® of real % ME of imaginary
Materials due to the material under permittivity €; (%) permittivity &; (%)
test C; (fF)

Experiment | HFSS Experiment | HFSS Experiment | HFSS
Teflon 6.10 6.00 1.37 1.58 9.87 7.55
Butanol 6.01 6.39 2.09 3.74 10.08 6.00
Propan-2ol 6.01 6.50 4.48 2.26 6.68 3.54
Ethanol 6.03 6.34 3.46 2.93 4.35 1.27
Methanol 6.00 6.13 1.65 1.77 1.19 231
DMF 6.20 6.00 2.75 1.04 6.91 2.26
Acetonitrile 6.20 6.01 2.11 1.28 7.67 6.64
Water 6.00 6.00 1.52 1.79 11.43 3.69
Fringing 6.12+0.16 | 6.17+0.19
field
capacitance

Table 5.3 Compares the fringing field capacitances obtained from the experiment and HFSS
simulation, where Cy = -0.01 fF for both the experiment and HFSS simulation. There is no
error associated with the fringing field capacitance, Cy; this was constant throughout for the
wide range of permittivities.

¥ As defined in Eq. (5.1).
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Table 5.3 shows comparison of mean errors (ME) in the calculations of the complex

permittivity obtained from experiment and the HFSS model, for each test liquid compared to

the standard Debye determined values. The ME were obtained from the Eq. (5.1).

As discussed in section 6.2.7, the complex permittivity of the materials were obtained by

fitting the simulation data to the standard Debye model equations, using the developed
MathCAD program (see appendix K) from which the unknown values of Cy and C; (see
table 5.3) are found. The mean value of the experimental result of the fringing field

capacitance C; is compared in table 5.3 with the simulation model, where the simulation

result shows a very close agreement with the experimental results within 0.3% error.

Figs. 5.14 to 5.21 show the complex permittivity of these materials, where the measured

complex permittivity data are included for comparison.
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Figure 5.16 The complex permittivity of propan-2ol

as a function of frequency.
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as a function of frequency.
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Figure 5.18 The complex permittivity of methanol
as a function of frequency.
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Figure 5.19 The complex permittivity of acetonitrile
as a function of frequency.
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Figure 5.21 The complex permittivity of water
as a function of frequency.

The results obtained for the fringing field capacitances (see table 5.3) show a very good
overall agreement with a maximal discrepancy between the measured and HFSS are 0% for
Co and 0.8% for C;. The cause for the discrepancies between the HFSS model with reference
to the standard Debye model of complex permittivity as shown in table 5.3 could be due to

o Inaccurate Debye parameters (e.g. neglecting temperature variation).

o HFSS modelling errors introduced by the inaccurate material definition and

dimensions of the probe.

o Temperature variation during the experimentation was not taken into account in the

simulation.

o Purity, volatility and the freshness of the material is not considered in the simulation.
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5.6.9 Error Analysis

Table 5.3 shows the mean errors (ME) for permittivity obtained from the experiment and
HFSS model, for each of the test liquids compared to the standard Debye determined values.
The mean errors were obtained from Eq. (5.1) shown below. Hence, the error is not random

but it is systematic, and the following method has been chosen to compute the relative error.

X |81(exp/HFSS )I - Iel(l)ehye)
Z x100
% ME & n=0 81(1)ehye)
° [ :
Number of points
5.1
200 -
Z ‘SZ(CXP/HFSS)I |82(Debye) % 100
0/ B/IE € n=0 8.'Z(Deb_w)
° , = -
Number of points

where € (exp/ HFss) and € expr HFss) are the real and imaginary permittivity of the test materials
obtained from experiment or from the HFSS model extracted from the developed admittance
model, respectively. €1 (pesye) and € (pesye) are the real and imaginary permittivity of the test
materials obtained from the standard Debye equations.

5.7 Modelling of Different Types of Open Ended Coaxial Probes (OCPs)

Apart from the K-connector OCP, different types of OCP have been modelled using HFSS
simulation package to validate the admittance models (see sections 3.6.1 and 3.6.2). The
coaxial probes considered in this section have different aperture sizes and are assembled from
different sizes of standard 50 Q PTFE-filled semi-rigid coaxial cables, namely RG-405,
RG-401, etc., terminated with a brass flange. The detailed dimensions of these cables are
listed in table 5.4. These probes are assembled from different materials, like
polytetrafluoroethylene (PTFE), silver, copper, and brass. The model structures of these
probes are similar to the K-connector OCP, but consist of different sizes of semi-rigid coaxial
cables and a SMA connector terminated to a brass flange (see fig. 5.22). Fig. 5.22 shows a
cross-section of a modelled OCP using RG-402 semi-rigid coaxial cable. The properties of
the materials used in modelling these OCP are listed in table 5.5.
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Outer
Conductor

Semi-rigid coaxial | d (mm) | D (mm) Centre Outer &
cables conductor | conductor
material material
RG-405 [11] 0.51 1.68 Silver Copper 2.06
RG-402 [11] 0.92 2.98 Silver Copper 2.06
SMA [11] 1.275 4.2165 Copper Brass 2.06
RG-401 [11] 1.63 5.31 Silver Copper 2.06

Table 5.4 The dimensions of different semi-rigid coaxial cables used for modelling of OCP,

where “silver” = silver plated.

Different types of OCP are modelled exactly following the same procedures as for the
K-connector OCP, mentioned in section of 5.6. The simulations of these different types of
OCP take around less than 15 minutes on a 3.4 GHz CPU and 2 GB RAM machine.

Centre conductor
(silver plated)

_ _Port (excitation)

Outer conductor
(copper)

Dielectric material under test

Figure 5.22 Cross section of the RG-402 coaxial probe.
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Component Material | Conductivity | Dielectric constant | Loss tangent (tan

name (o) S/m (&r) 0)

Centre Silver [4] 6.17 x 107 - -

conductor Copper [4] 5.81 x 10’

Dielectric PTFE [4] - 2.06 2 x10%

Outer Copper [4] 5.81 x 10’ - -

conductor

Flange Brass [4] 2.56 x 10’ - -

Dielectric Air/ Debye - Frequency Frequency

Material liquids/ dependent &, dependent tan §

dielectric calculated from calculated from
Debye model Debye model

Table 5.5 List of the material properties used in modelling different types of OCP.

5.7.1 Simulation Results of Different Types of OCPs

Similarly, as mentioned in the previous section 5.6.9, the S;, simulation data obtained for
different types of OCPs terminating those test materials were individually fed into the
MathCAD code (see appendix K) that worked out the complex permittivity of those materials
by fitting the simulation data to the standard Debye equations. From this the unknown
quantities of the fringing field capacitances were found, as shown in table 5.6 for different
OCPs. Individual values of these capacitances and the corresponding complex permittivities
of these materials were determined by the implementation of the capacitive model. The
results obtained for RG-402 OCP can be found below, where the complex permittivity of the
materials were obtained by fitting the simulation data to the standard Debye model equations,
using the developed MathCAD program (see appendix K) from which the unknown values of
Cop and C) (see table 5.7) are found. Figs. 5.23 to 5.30 show the complex permittivity of these

materials. The results obtained for the remaining OCPs can be found in appendix L.

Fringing K-connector RG-405 RG-402 SMA RG-401
Capacitances

Co (fF) -0.01 -5.00 -65.00 -75.00 -85.00

Ci(fF)_ 6.17+0.19 11.06:0.42 | 19.30+:0.50 | 27.50+0.20 | 34.80+1.10

Table 5.6 fringing field capacitances due to the dielectric filling the line of the probe (Cy) and
material under test (C,) for different dielectric materials obtained from the HFSS simulation
for different types of OCPs by the implementation of the capacitive model.
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Test Fringing field Fringing field % ME error | % ME error of
Materials capacitance due to capacitance due to of real imaginary
the material under the material under permittivity | permittivity €,
test Cy (F) test C; (F) €1 (%) (%)
Teflon -6.50 x 10 2.13 x 107 3.32 3.38
Butanol -6.50 x 10 2.00 x 107 4.57 2.30
Propan-2ol -6.50 x 107 1.95 x10™ 4.44 2.60
Ethanol -6.50 x 107 1.97 x10™ 1.94 0.58
Methanol -6.50 x 107 1.90 x 10 0.36 1.41
Acetonitrile -6.50 x 107* 1.88 x 107* 2.62 11.72
DMF -6.50 x 10 1.95 x 10" 1.62 1.91
Water -6.50 x 107" 1.86 x 10 4.97 5.77
Fringing -6.50 x10™ 1.96 + 0.09 x 10
field
capacitances

Table 5.7 fringing field Capacitances determined from HFSS Simulation for RG-402 OCP.

It is apparent from table 5.6 that the simulation results for the fringing field capacitances
(i.e. Cy and C)) for the different sizes of probes suggest that the value of the fringing field
capacitances increases with the increasing probe diameter for the wide range of materials
with frequency ranging from 30 kHz to 6 GHz, due to the increased aperture size of the
probe. It is also noticeable that the value of Cj for the K-connector coaxial probe (or any
smaller probes) can be negligible; however, including this value enhanced the sensitivity of
the capacitive model by 1-2%. Except for the K-connector OCP, knowledge of the value of
C) is vital for other bigger probes for the determination of permittivity of unknown materials.

20
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Figure 5.23 The complex permittivity of teflon Figure 5.24 The complex permittivity of butanol
as a function of frequency. as a function of frequency.
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Figs. 5.23 to 5.30 show excellent agreement of complex permittivity between the simulated
and the standard Debye results for those test materials. This shows the robustness and the
accuracy of the HFSS model for a range of liquids. The cause for the discrepancies between
the HFSS model with reference to the standard Debye model of complex permittivity as

shown in tables 5.6 and 5.7 are the same as for the K-connector OCP mention above.

The fringing field capacitances due to the material under test (C;) were extracted from the
first order approximation of aperture admittance using the variational model (see

appendix M) for the different types of OCPs are listed below in table 5.8.

OCPs d (mm) D (mm) Variational model
(C)F
K- connector 0.305 1.726 8.269 x 10°°
RG-405 0.51 1.68 1271 x 10
RG-402 0.92 2.98 2.290 x 10
SMA 1.275 42165 3.179 x 107
RG-401 1.63 5.31 4.059 x 10

Table 5.8 fringing field capacitance due to the dielectric the material under test (C;) obtained
from the HFSS simulation for different types of OCPs by the implementation of the
variational model.

The result obtained for C; from the variational model shows close agreement to the values
obtained from the capacitive model, with a maximal discrepancy of 15% for all the types of
OCPs except the K-connector OCPs, where it is over estimated by about 30%. The cause for

these discrepancies between the capacitive and variational models could be due to

o Generation of higher order modes at the aperture is neglected in the variational model.
o The unknown C) in variational model is deduced analytically based on the inner and
outer radii of the probe, and therefore has an associated numerical uncertainty but in
capacitive model this unknown is determined by fitting the standard Debye equation
to the experiment or HFSS simulation results, which is much more accurate than the

values obtained from the variational model.

In terms of the validation of these models, the capacitive model seems to be a much more

robust and reliable admittance model for the characterisation of unknown materials.
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5.8. Modelling and Boundary Conditions of Sapphire Dielectric Resonator
5.8.1 Construction of Sapphire Dielectric Resonator

Using a material for specific application necessitates a good knowledge of the properties of
the material. Electromagnetic materials can be identified by their complex permittivities and
permeabilities. The sapphire dielectric resonator (SDR) simulated in this chapter was
assumed to have a sapphire dielectric puck of the relative permittivity (g;) of 9.4, loss tangent
of 1.4 x 107°. A typical simplified cross section of sapphire dielectric resonator is shown in
fig. 5.31. Dielectric resonators allow a substantial size reduction in overall dimensions for a
given frequency, when compared to cavity resonators. As shown in fig. 5.31, an anisotropic
sapphire single crystal, with a diameter of 9 mm and height of 5.7 mm, with its c-axis parallel
to the cylinder axis, was sandwiched at the bottom of the copper housing. The inner diameter
and the height of the housing were 26 mm and 16 mm, respectively. In reality, a PTFE
support (or collar) needs to be introduced within the cavity to hold the sapphire dielectric in
place as shown in fig. 5.31 with a diameter of 3 mm, height of 2 mm, dielectric constant (&)
of 2.06 and loss tangent of 2 x 10™. In this chapter, the simulations have been performed in
the presence of the PTFE support with the purpose of increasing the accuracy of the model.
The copper housing (or cavity wall) was assumed to have conductivity of 5.813 x 107 S/m.
Here, the analysis has been performed for a 10.194 GHz SDR. The SDR, which is a resonant
system, uses the resonance technique as mentioned in section 3.5, to measure the properties
of the sample placed on top and on axis (in the magnetic field region) of the sapphire

dielectric puck at microwave frequencies.

Sapphire puck S Shield lid

Hole

Hole
A PTFE
Loop-terminated | support
RG405 coaxial )
cable Chper plan view of base
shield base

«—50mm—mMmm>

Figure 5.31 Schematic diagram of a sapphire dielectric resonator.
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5.8.2 Modelling Methods in HFSS

The SDR shown in fig. 5.31 has been modelled using HFSS, utilising geometry symmetry by
adding two electrical boundary walls (perfect E). This enables the modelling of a part of the
structure, which reduces the size or the complexity of the design. The Eigenmode solver in
HFSS used in this section calculates the natural resonances of the 3D structure using the 3D
full-wave analysis and reports the resonant frequency (fp) and quality factor (Q). The Q-factor
reported by HFSS can be calculated from the real and imaginary part of f5. A more accurate,
reliable and best method to deduce the Q-factor is to calculate from the first principles by
using energies and losses obtained from the HFSS post processor, which is been followed
through out this research. The elaboration of the deduction of the Q-factor is described in

section 5.8.7.

The unit of measurement is chosen to be millimetres (mm) in the 3D modeller. Global
Co-ordinates are chosen throughout the project and the entire model is centred at the origin.
The first object created in the 3D modeller is the copper housing, called the copper shield of
dimensions of height 30 mm and diameter 50 mm, which is drawn using Draw/Cylinder
command. Then the air region of the SDR (of height 16 mm and diameter 26 mm) is drawn
using Draw/Cylinder command and called air region. As mentioned in modelling of the
K-connector OCP, HFSS does not allow any overlapping volume in the model. Therefore,
from the above partly constructed model, it is seen that the air region overlaps with the
copper shield. Hence it is necessary to create a hole in the copper shield to accommodate the
air region. Thus, using the Modeler/Boolean/ Subtract, the air region is subtracted from the
copper shield. In this process, a copy of the air region is made using the Edit/Copy and
Edit/Paste commands. The copy air regionl is then subtracted from the copper shield. Using
the similar procedures, the objects dielectrics (PTFE followed by the sapphire) were
constructed in a way so that the objects do not overlap. Fig. 5.32 shows the final model of the
SDR.

5.8.3 Boundary Conditions and Mesh Seeding of SDR

The boundary conditions used in the HFSS simulation of the SDR are shown in fig. 5.32.
Two symmetric perfect E and finite conductivity boundaries have been used in the

*" The technique of guiding HFSS’s mesh construction is referred to as "seeding" the mesh.
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calculations because the EM fields of the TEq mode are cylindrically symmetrical. The
purpose of using the finite conductivity boundary on the copper housing of the SDR is to
model the copper housing as a good conductor, with the conductor’s thickness is much larger

than the skin depth in the given frequency range.

Symmetry /'
perfect E

(gray in colour-all f(i)r:(tiictivity
1 & 2 surfaces) (shaded region)

Figure 5.32 Boundary conditions used in the simulation. Finite conductivity boundaries are

used for all copper surfaces.

The major challenge of deducing the resonance frequency and the Q-factor of a SDR was the
high accuracy requirement. Because of this high accuracy requirement, after the initial test,
mesh seeding was applied to the SDR model in order to increase the accuracy of the model.
Mesh seeding is a technique of guiding HFSS’s mesh construction. As mentioned in
section 5.6.6, the initial simulation was started with /4 mesh cells, where A is the wavelength
corresponding to upper limit of frequency (here, 10.194 GHz). Since the SDR is made of
several dielectric materials like PTFE and sapphire, the wavelength (A) is dependent on the
material properties and so the size of the individual mesh cell depends on the materials it is
filled with. According to this, fig 5.33 shows final seeding strategy applied to the SDR
model. Very fine seeding (0.3 mm) has been used for the sapphire puck. Seeding value of
0.5 mm has been used for the PTFE and a slightly bigger seeding value (0.8 mm) has been
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used for the air region. As power loss on the surface of the cavity is important for the overall

Q-factor calculation, a seeding of 0.5 mm has been used on the cavity surfaces.

0.8 mm for
air region

0.3 mm for |
sapphire puck

0.5 mm for
g?Fném for | cavity surface

Figure 5.33 Mesh seeding used in the simulation of the SDR.

5.8.4 Assigning Materials

The assignment of the material to each object can be invoked by using the Modeler/Assign
Material command in the Executive command menu. The air region is assigned the material
air with values of relative permittivity and permeability set to be 1. The copper shield is
assigned the material copper with a permittivity of 1 and conductivity 5.813 x 107 S/m. The
remaining dielectric materials sapphire and PTFE are assigned with permittivity values of 9.4
and 2.06, and loss tangent of 1.4 x 10° and 2 x 107, respectively.

5.8.5 Generating Solution

In order to generate the solution for the SDR structure, it is necessary to specify the solution
parameters. Fig. 5.34 shows a snapshot of the features that HFSS provides to generate the
solutions for the SDR problem, which is slightly different from the OCP problem because of
the different solver that has been used. The solution setup is the last pre-processing step that
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needs to be performed before a simulation can be started. The solution setup includes the

minimum frequency, number of modes, mesh generation and adaptive option.

General | Options | Advanced | Defauits | General Options | Advanced | Defauts |

™ Enable Iterative Solver
Helative Hesidual I” 0007

)
f
|

I~ Converge on Real Frequency Only E
v 0N url Bl o PN
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Figure 5.34 Solution setup.

For the SDR problem described in section 5.8, the solution is set at a Minimum Frequency (or
resonance frequency) of 10.19 GHz, Number of Modes is set 1, and the number of adaptive
passes is set to 6. It is necessary to specify the number of adaptive passes for which the error
criterion can be met. The deviation or the error between the resonant frequencies for
consecutive adaptive passes, Max Delta Frequency Per Pass, is set to 1%. This is necessary
to achieve a higher degree of convergence. The mesh refinement percentage, Max Refinement
Per Pass, is set to 30%. Here, lambda refinement has been chosen, which is a process of
refining the initial mesh based on the material-dependent wavelength. For the Eigenmode
solution, the Lambda Target is set to 0.1, which means that HFSS will refine the mesh until
most element lengths are approximately one-tenth of a wavelength. In the executive
commands window, Solve tab is used to start the simulation. A Solution Monitoring window

appears which allows the monitoring of the progress of the simulation.

5.8.6 Post Processing

The simulation of this SDR took around 2 hours and 28 minutes on a 3.4 GHz CPU and 2 GB
RAM machine and the memory usage was between 300 to 600 MB. Here, Eigenmode has
been used as a solver to solve the SDR problem, which calculates the resonance frequency

and the Q-factor of the structure and also the fields at that resonant frequency. Unlike the

115



Chapter 5 3D Electromagnetic Simulation of Coaxial Probe and Sapphire Dielectric Resonator

driven mode solver used for the OCP problem, ports and other sources are restricted for the
Eigenmode problem; the Q-factor calculated from Eigenmode does not include losses due to
those sources. HFSS provides three post processors for analysing the results of the simulation
such as Fields, Eigenmode, and Eigen Q. Fig. 5.35 shows magnetic and electric fields of the
TEg15 mode, respectively, where the H-field and E-field values in HFSS are normalised to
1 A/m and 1 V/m respectively. From fig. 5.35, it can be seen that the magnetic field intensity
is solenoidal in nature, while the electric field lines are simply circles concentric with the axis
of the cylinder (as expected). So it is apparent that the SDR is operating at the prime mode
(TEm)'”ur from the field patterns shown in fig. 5.35. The TE¢;s microwave magnetic field
distribution is shown in fig. 5.36 (a), which has a maximum value in the centre of the
sapphire puck, where the field is approximately uniform and parallel to the z-axis (see
fig. 5.35 (a)) of the SDR, decaying rapidly with distance away from the centre of the sapphire
puck. Eigenmode provides the resonant frequency of the structure (here, 10.3 GHz). The
value fj obtained from the simulation was very close to the measured value of 10.194 GHz,
with an error of 1.04% [((fireory - frFss) fineory) * 100], which has been deduced from
Eq. (3.18) in chapter 3. The Eigen Q calculates the unloaded Q-factor of the structure; this
has been obtained by implementing those equations in the HFSS field calculator described in
the following section 5.8.7. The overall unloaded Q-factor (Q,) of the SDR calculated from
the HFSS calculator is 42,891 (see appendix O). The resonant frequency and the Q-factor of
the SDR obtained from the HFSS model were compared to the experimental results as shown

in table 5.9, where Superfish results have been included for sake of comparison.

The plot of E-field magnitude in fig. 5.36 (b) appears to be as expected because it reaches a
peak and then starts decreasing with an unusual rapid drop exactly at top the end of the SDR
puck. This is due the meshing limitation of the HFSS software (i.e. the end of the SDR puck
is modelled as a sharp corner (due to its symmetry). It is recommended to avoid sharp edges
if they are electrically not important; otherwise, if they need to be included then high mesh
density must be manually assigned to those edges, which will drastically increase the
simulation time and memory usage of the PC). This rapid drop in E-field was not observed in

the Superfish simulation, as detailed in section 6.4.3.

' For more information regarding the TE;; refer to section 3.5.1 of chapter 3.
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Figure 5.35 Field plots, (a) Vector plot of H-field and (b) E-field within the volume of SDR.
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Comparison fo (GHz) 0, Or

Measured 10.194 43,128 37,834
HFSS 10.300 42,891 37,626

Superfish 10.208 46,549 40,835

Table 5.9 Comparison of the values fp, O, and O, obtained from the experiment and HFSS
simulation. Q; are determined from the Eq. (3.17).

The calculated Q, value by HFSS is around 42,891, which for a SDR with /L of -18.22 dB,
reduces to approximately 37,626 for Qimrssy (from Eq. (3.17)). The actual measured
OL(measureq) Was about 37,834, i.e. a difference (%6HFSS error) of roughly 0.55% from that of
Eq. (5.2). Therefore the results (fp and Q;) obtained from the HFSS simulation were very

close to those measured using a VNA (see appendix P).

%HFSS _errOr — (QL(measured) Ql,( HI*'SV

L(measured)

Jxmo (5.2)

5.8.7 Calculations of SDR Parameters Using HFSS

The HFSS Eigenmode analysis yields complex frequencies. The resonant frequency of the
TEo15 mode of the SDR has been taken as the real part of the calculated complex frequency.
For stored energy and loss calculations in the HFSS post processor, the maximum magnitude
of electric field in the cavity is normalised to 1. As described in detail in section 3.5.5, the
implementation of those equations in the HFSS field calculator to deduce the unloaded
Q-factor has been described briefly below; the energies (W) in the three objects; sapphire
puck, PTFE support and air, have been calculated using the following equation:

w= | b B*a (5.3)

volume

where, E and E" are the maximum magnitude of E-field and conjugate of the maximum
magnitude of E-field respectively, and € is the complex permittivity of those three objects

mentioned above.

There are three power loss terms involved in the analysis of the SDR, namely: dielectric
losses in sapphire puck and PTFE support, and cavity wall loss of the copper housing. Power
10SS (P gietectric) in the dielectrics has been calculated using
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*
[ %msosrtanfi E-E dv (5.4)

volume

dielectric —

where o is the angular frequency (rad/sec) and g is the permittivity of free space. ¢, and tand

are the real permittivity and the loss tangent of the dielectric material, respectively.

The cavity copper 10ss (Psuryace), has been calculated using the following equation

= | %E-J*ds (5.5)

surface

surface

where J is the surface current density (A/m). The unloaded Q-factor has been calculated from

the following equation:

Qunloaded =® %ms (5.6)

where, W and P are the total energy stored and the total power loss in the SDR,
respectively.

5.8.8 HFSS Field Calculator

Most of the standard post processing features of HFSS are sufficient to determine the
S-parameters, admittance or impedance matrix, resonant frequencies, quality factor and
animated field plots, which cover most of what one needs from such a simulation tool. For
those few cases where these are not sufficient, the post processor within HFSS includes a
field calculator. Using this calculator (see fig. 5.37) one can perform mathematical operations
on any of the field quantities within the solution space to derive specialised quantities. Here,
the field calculator has been used to deduce accurately the quality factor of the above
modelled SDR. The detailed steps involved in implementing those equations mentioned in

section 5.8.7 into this field calculator can be found in appendix O.
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Figure 5.37 Field calculator interface

5.9 Parametric Analysis

Optimetrics is a powerful tool in HFSS that speeds up the design process and enables the user
to study the effects of geometry and materials on a design by creating parameters for the
dimensions and material constants of the model to be analysed. Any number of design
parameters may be varied in a single nominal project design. For instance, geometric shapes,
material properties, boundary conditions and source excitations are independent parameters;
S-parameters, Eigen data or other HFSS computed quantities are dependent parameters. Here,
further validations of the capacitive model on different types of OCPs were carried out with
the aid of the Optimetrics tool. This tool is also used for the SDR for characterisation of
materials with variable conductivity and film thickness to validate the results obtained in

chapter 6.

5.9.1 Limitation of the Coaxial Probe System

Surprisingly, from a theoretical point of view, the range validity of the probe’s use has not
been systematically explored. It is recognised that a given probe will certainly not be suitable
for permittivity measurements at high frequency, but it is not precisely clear what ‘high’

means, e.g. it could be 6 GHz, 1 GHz or 100 MHz. The precision of the values of ¢, and ¢,
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cannot be estimated without the information about the precision of the model itself to
represent the admittance function. The object of this section is to propose a procedure to
determine, for a given probe and admittance model, frequency and complex permittivity

ranges for which the model is valid to a specified precision. Here, we consider the case of
lumped capacitor model (see fig. 5.38): ¥, = jo)(C0 +C, (g, - J&, )), then Re(Y,)=2nfCg,

and Im(Y,) =2nf(C, +Cg,) , where ® = 2nf, &; and &, are the real and imaginary part of the
complex permittivity. The general idea of this section is to map the complex admittance (Y1)
of the probe obtained from the 3D full wave OCP onto a complex permittivity (g; and &)
plane. Such mappings provide a visual representation of how Y varies with €, and ¢, at a
fixed frequency and give an indication of the sensitivity of the capacitances (i.e. Cy and C;) of
the lumped capacitor model of the probe. For this analysis the same developed 3D full wave
OCP models (i.e. K-connector, RG-405, RG-402, and SMA square flange) have been

considered along with the parametric tool.

lll \\\
S — 1
! __C IR eC;
\\\
2 O
;Y L '| l/ ‘\
1 1 ] Y|
AB | AB'| { ‘7‘
i ' 1 ]
1 1 ’
O O <
Cfe ==

Figure 5.38 Equivalent circuit (i.e. capacitive model) of the OCP.

As an illustration of the procedure, consider the same 3D full wave K-connector OCP
developed in subsections of 5.6. Before getting into the post processing step, this time the
user specifies the range and the number of steps for parameters in the parametric setup as
shown in fig. 5.39. Here, the complex permittivity is chosen to be the varying parameter
ranging from 5 < & < 100 and 5 < & < 100. For the different values of frequency (i.e. at
0.5 GHz, 1 GHz, 2 GHz, 3 GHz and 4 GHz) the model generated sets of complex admittance
(Y1) as function of &; and ;. Simulation of this OCP took around 23 hours on a 3.4 GHz CPU
and 2 GB RAM machine and the memory usage was around 1700 MB. Finally, the generated
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complex admittance (Y1) for the K-connector OCP was mapped onto a complex permittivity
(e1 and &) plane as shown in fig. 5.40. The vertical and horizontal lines correspond to
constant values of imaginary and real parts of the complex admittance (i.e. Im(};) and
Re(Y1)), respectively. The non-uniformity of the vertical and horizontal lines seen in
fig. 5.40 is due to the limitation of the mesh during the simulation process. This issue could
be resolved by (i) refinement of the mesh size, which would eventually increase the
simulation time enormously or, mostly, the simulation hangs up; (ii) rather considering the
whole frequency range (i.e. 0.5 GHz to 4 GHz) at once, simulate the OCP model for

individual frequencies.
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[ ] | I=lsa]

$e2 Lineas Step from 5 to 50, step=5

x|
Varisble [$el ] S :

$el Linear Step from 5 to 50, step)

" Single value |
@ Lineat step

" Lineas count M | £ 9
" Decade count 10 5
" Octave count ey | n 10
" Exponential count 12 10
13 10

Stat: |5 .] __I “ 10
w0 | 1| i
16 10

Step: 5” 7»_7:]'77 oK | Corcel j 17 10
0K | el |

[ T T R BT B T B A ]

$8RXBas"8&588888Bas

Figure 5.39 Setup Sweep analysis.

The departure from a square grid pattern is beginning to be visible at 2 GHz and it is closely
manifest at 3 GHz. For any frequency (f) less than 3 GHz, we have an approximately square
grid characterised by Cy(f) and C(f). To check whether Cy and C; vary with frequency for
whole range of complex permittivity, the calculations have been carried out on the square
grids of the contour plot (i.e. fig. 5.40) for f= 0.5, 1, and 2 GHz. The results are shown in
table 5.10. It is apparent from the results that Cy is practically constant compared to Cj,
whereas C varies by a factor of ~ 1.3 over the given frequency range of 0.5 to 2 GHz for the
complex permittivity ranging from 5 <& < 100 and 5 < & < 100. The variation of C; can be
closely represented by a quadratic function of /2 Ci(f) = ao + a1(2nf)*, with ao = 6.201812696
and a; = 0.009528906, where /* and C) are in GHz and {F, respectively, as shown in fig. 5.41.
The frequency independent term of Ci(f) is 6.201812696 fF which is very close to the value
found in chapter 6 experimentally (i.e. 6.07 fF) within the experimental error of 2.2%. The
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accuracy of this function (i.e. C1(f)) can be further improved by carrying out simulation on
the K-connector OCP from 0.1 GHz to 2 GHz with an interval of 0.1 GHz. This will
eventually form perfect square grids characterised by Cy(f) and C;(f) (i.e. from table 5.10, it is
apparent that variation of C; is very small from 0.5 GHz to 1 GHz, but there is a drastic
increment at 2 GHz due to the distortion of square grid (see fig. 5.40)).

The variations of the parameters (i.e. Cy and C)) of the capacitive model have been revealed
from the simulation of the K-connector OCP and have justified clearly that Cy is independent

of frequency whereas C,(f) is a function of frequency and needs to be taken into account.

This means that instead of using the model ¥, = jo(C, +C, (g, - je, )) , where both Co and C;

are independent of frequency, one should use Y, =jo(C,+C (g, —jg,)), where

Co = 0.7994 pF along with C\(f) = ap + a1(2nf)” to characterise the material properties below
3 GHz, where ap = 6.201812696 and a; = 0.009528906. In other words, this function can be
treated as a wuniversal model for the K-connector OCP to characterise the properties of
unknown materials up to 2 GHz with maximal discrepancies less than 2.5%. It is clearly
apparent that the value of Cyp = 0.7994 pF (i.e. fringing field capacitance and the electrical
length of the probe) is higher as being a well as positive number compared to the value
obtained experimentally (i.e. Cyp = -0.01 fF, since this purely fringing field capacitance value)
in chapter 6. As discussed in sections 6.2.6 and 6.2.7, the parameters (i.e. Cp and C)) of the
capacitive models have been determined by removing the electrical length and associated
losses of the probe by carrying out measurement (or simulation) with and without the sample
followed by a division, therefore the value Cy will be purely due to the fringing field of the

probe and is therefore negative.

This way of calibrating the probe is very essential in experiments since the probe used in
experiments is not a perfect transmission line, and so one has to remove the associated
uncertainties caused by the loss and phase correction. In the case of simulation, however, the
probe is considered to be perfect transmission line, so there is no associated losses due to the
line, apart from the electrical length of the probe which is unavoidable. Unlike in chapter 6 or
the previous sections of this chapter, the complex admittance () found in this section folds
in the electrical length of the probe, so the value of C is not purely the fringing field
capacitance; therefore it would be large and positive and tend to dominate the value of C; (i.e.
capacitance due to the material under test). It would not be reasonable, therefore, to compare

the result of C directly from chapter 6 to the value obtained from this section (i.e. from the
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nomograms). The universal model developed in this section can be considered to be another

way of extracting the properties of unknown materials without removing the electrical length

of the probe.
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Figure 5.40 Parameterisation of the complex permittivity plane at (a) 0.5 GHz, (b) 1 GHz,
(c) 2 GHz, (d) 3 GHz and (e) 4 GHz. The contours shown in colour represent the imaginary
and real part of the complex admittance (i.e. Im(}1) and Re(Y1)). The non-uniformity (e.g.
fig. 5.40 (a) and (b)) in the contours is due to the limitation of the mesh during the simulation

process.
Frequency (GHz) Co (pF) C; (fF)
0.5 0.7795 6.236
1 0.7874 6.428
2 0.8313 7.917

Table 5.10 The variation of Cy and C; with frequency for K-connector OCP for the
permittivity range 5 < & < 100 and 5 < & < 100, where Cy = 0.7994 pF (i.e. average value
over the frequency range 0.5 — 2 GHz).
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Figure 5.41 Variation of C) as a function of frequency.

Similarly, simulations have been carried out on the other probes modelled using RG-405 and
RG-402 cables, and an SMA square flange; the nomograms and the limitation of the
individual probes can be found in appendix Q. The parameterisation obtained at different
frequencies for different probes revealed that the sensitivity of the parameters (i.e. Cp and Cy)
of the capacitive model of the coaxial probes depends on (i) frequency, (ii) complex
permittivity of the sample under test and (iii) the size of the probe (or dimensions of the
probe). Generally the coaxial probes are used at frequencies below the cut-off frequency, so

that only the TEM mode propagates.

The nomograms in appendix Q as well as fig. 5.40 shows a mapping of complex admittance
onto the complex permittivity (g; and ;) plane, which provide a visual representation of how
Y, varies with € and &, at a fixed frequency and give an indication of measurement
sensitivity and the limitation of the capacitive model. They are a useful aid for choosing the
most appropriate size of the probe for a particular measurement. A glance through the
nomograms obtained from the simulations for different sizes of probes suggest that the
optimum diameter of the probe falls with increasing measurement frequency and range of
complex permittivity (i.e. 5 <& < 100 and 5 < &, < 100), where the departure of a square grid
of the nomograms is beginning to be visible at lower frequency as the size of the probe
increases. An individual probe is governed by a universal function up to a certain frequency

limit, beyond which the accuracy of the governing function of the model fails. This issue
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could be resolved by using the pre-developed grids of individual probes, such as fig. 5.40 or
Q1, Q3, or Q5 (appendix Q), to read directly the complex admittance (i.e. Re (Y1) and
Im (Y.)) from the measured complex permittivity (i.e. &; and &,) at any given frequency from
which the unknown parameters (i.e. Cp and C;) of the capacitive model could be calculated;
this enables us to determine the properties of a material accurately at any desired frequency.
The values of C, obtained from this section cannot be directly compared to the values
achieved in the section 5.7.1 (see table 5.6) since Cy folds in the electrical length of the
probes, but the universal models developed in this section are considered to be another way

of extracting the properties of the materials using different probes.

5.9.2 Penetration Depth of the Coaxial Probe System

Materials which do not contain magnetic components respond only to the electric field. The
penetration depth, d is a measure of how deep the electromagnetic (EM) waves can penetrate
into the material. It is defined as the depth into a sample where the electromagnetic wave has
decayed to 1/e (1/e = 36.8%) of its transmitted value. When an EM wave is incident on the
surface of the material, part of it is reflected and part is transmitted into the material. This EM
wave interacts with the atoms and electrons of inside the materials. Depending on their nature
of the material, the EM wave might travel far into the material or may die out very quickly.
For a given material, penetration depth can vary for different wavelengths (or frequencies) of
EM wave, and usually is not a fixed constant. The penetration depth is a function of real and
imaginary permittivity (i.e. £; and &;, respectively). If the tan & = €,/ €; is smaller than about
0.5, the following formula gives 97-100% of the correct value [12]:

A
g=tod® A 5.7)
27e, 21, tan &

where ) is the free space microwave wavelength (for 6 GHz, Ay = 50 mm (A = ¢/fy)) and

tand is the loss tangent (or dissipation factor) of the material under test.

In order to understand the close relationship between the penetration depth (d) of the probe
due to the presence of different types of materials, we consider the same full wave
K-connector OCP model developed in the subsections of 5.6. The following graph shows
magnitude of E-field as a function of longitudinal distance from the OCP-sample interface at
a frequency of 6 GHz. It is apparent from the graph that the penetration depth (d) of E-field
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decays exponentially as the loss (or tand) of the material increases. This is exactly similar to
what is predicted in Eq. (5.7). Therefore, in our case we would expect to see less penetration
depth (d) for water (since it is highly polar or lossy) compared to other material as shown in
fig. 5.42.
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Figure 5.42 The magnitude of E-field as a function of longitudinal distance (A-B) from the
OCP-sample interface at 6 GHz.

5.9.3 SDR System

In order to have a broad understanding of the results obtained for the characterisation of Pt
and Au NPs of different sizes and film thickness from section 6.4.5, here we have used
parametric analysis. To understand the close relationship between the conductivity (o) and
the film thickness (t), we consider the same full wave HFSS SDR model developed in the
sections from 5.8.1 to 5.8.5 with an additional introduction of a disc on the top of the

sapphire puck, in the region where the magnetic field is maximum as shown in fig. 5.44.
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Figure 5.44 Final model of SDR with introduction of a disc.

Before getting into the post processing step, this time the user specifies the range and the
number of steps for parameters in the parametric setup as shown in fig. 5.45. This is decided
upon from the results from section 6.4.5 for the characterisation of Pt and Au NPs. For both
types of NPs the conductivity varies from 5 S/m to 1000 S/m, while the film thickness varies
from 5 pm to 25 pm, therefore the user introduces two variables; one is the conductivity,
which varies as 10, 100, and 1000 S/m, and the other is thickness varying from 0.02 mm to
1 mm with a step of 0.02 mm (5 pm and 10 pm are not included because of the limitation of
the HFSS software — i.e. for conductors at high frequency, since the tiny skin depth would
lead to tiny mesh cells and considerably increase the simulation time enormously or, mostly,

the simulation hangs up) as shown in fig. 5.45.
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Figure 5.45 Setup Sweep analysis.

The simulation of this SDR took around 15 hours and 40 minutes on a 3.4 GHz CPU and
2 GB RAM machine and the memory usage was between 800 to 1550 MB. Here, Eigenmode
has been used as a solver to solve the SDR problem, which calculates the resonance
frequency and the Q-factor of the structure and also the fields at that resonant frequency for
the corresponding conductivity values and film thickness. Figs. 5.46 and 5.47 show variation

of fpand Q-factor as a function of film thickness, respectively.

5.9.4 Analysis of Results

Characterisations of different thicknesses of metal disc of range of conductivities (i.e. 10, 100
and 1000 S/m, which closely resemble the conductivity of Pt oxide and Au films) conducted
in the SDR brings forth the following points:

o As shown in fig. 5.46, for a metal disc increasing conductivity results in increasing
resonant frequency since the thickness of the film is much smaller than the microwave
skin depth (about ~ 500 um at 10.3 GHz for a conductivity of 100 S/m) and so
screens the H-field very effectively. It is this effective reduction in cavity volume that
gives the frequency increase, only seen in metals, and a characteristic of high
conductivity. Associated with this are eddy current losses that broaden the bandwidth
greatly, leading to rapid decrease in Q-factor as observable in fig. 5.47 (i.e. where Q-
factor is inversely proportional to the bandwidth). These simulation results closely
resemble the microwave experimental results for the Pt oxide NP films observed in

figs. 6.40 and 6.41, respectively, and predict the correct signature.

130



Chapter 5 3D Electromagnetic Simulation of Coaxial Probe and Sapphire Dielectric Resonator

o The resonant frequency plotted in fig. 5.46 increases with the film thickness, when
screening occurs (i.e. the increase in frequency is proportional to the screened
volume). However, the screening on 1000 S/m films was greater compared to
100 S/m and 10 S/m films due to the higher conductivity of the samples, and closely
resembles the theoretical model (see fig. 6.43) as well as the microwave experimental

results observed in figs. 6.40 and 6.44, and predicts the correct signature.

o It is obvious from the resonator perturbation model (see fig. 6.43), that any material
with high conductivity, o (i.e. 6 >> 100 S/m) will have decreasing bandwidth with
increasing conductivity (or film thickness), due to the very high screening current. A
very similar trend has been observed from the simulation for 1000 S/m films as shown
in fig. 5.48, where the quality factor of the resonator increases monotonically due to
the presence of the high conductivity films with the increasing film thickness. This
result resembles and predicts the correct signature of Au NP films observed in
fig. 6.45.
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Figure 5.46 The resonant frequency (/) as a function of film thickness.
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Figure 5.47 The Q-factor as a function of film thickness of the metal disc of varying
conductivity (i.e. 6 = 10 S/m and 100 S/m).
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Figure 5.48 The Q-factor as a function of film thickness of the metal disc of 6 = 1000 S/m.

5.10 Chapter Summary

The OCP is frequently used to characterise the dielectric properties of materials via reflection
measurements. The deduction of the permittivity of the materials from the reflection data is
made by assuming that the admittance of the probe/material interface is described by some

simple empirical model. Such models are not universally valid. Here, we have developed a
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full wave 3D model and carried out simulation on different types of OCP (i.e. K and SMA
connectors, RG-405 and RG-401 cables) on various ranges of dielectric materials and
established the unknown coefficients (i.e. Cy and C)) of the simple capacitive model which
has been used to extract the complex permittivity of the unknown materials under test with a
maximal discrepancy of < 5%. The comparison between the developed full wave 3D model
of K-connector OCP and the corresponding experimental data for range of materials from
low, medium high permittivity materials show the robustness and accuracy of the model.
Here, we have also established a wniversal model for individual OCPs by mapping the
complex admittance (Y1) obtained from the simulation onto the complex permittivity (e; and
&) plane. This enables us to determine the properties of any unknown material more
accurately within a certain frequency limit (i.e. the frequency limit varies with the dimensions
of the probe). The development of a 3D full wave model of a sapphire dielectric resonator
(SDR) using the HFSS software was explained in detail. The simulation results obtained for
the SDR model from both the HFSS and Superfish software showed a very good agreement
with each other. In the last part of this chapter a semi-quantitative SDR model was developed
using the HFSS software to support the results observed from the microwave experiments for
Pt oxide (i.e. considered to be low conductivity due to the insulating thin oxide layer,
6 < 100 S/m) and pure Au NP films (i.e. considered to be highly conductivity samples,
6 > 1000 S/m). The results obtained from this SDR model were found to closely resemble the
microwave experimental results observed in figs. 6.40, 6.41, 6.44 and 6.45, and predict the
correct signature with increasing film thickness. However, owing to the difficulties regarding
sample geometry (i.e. field applied perpendicular to a thin sheet, with large field distortion in

the space outside it), it is not possible to make the comparison more quantitative.
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5

CHAPTER 6

MICROWAVE CHARACTERISATION OF METALLIC
NANOPARTICLES

6.1 Introduction

One of the pioneering areas of materials research involves technologies based on
nanoparticles (NPs). NPs based materials are of interest because of their unique electronic
and chemical properties. Measuring the electrical conductivity of such metal NPs represents a
challenging and key experiment and necessitates the use of innovative experimental
techniques. The direct contact measurement of the current-voltage characteristics of
individual particles represents one such approach. Here we highlight an alternative, novel
approach, applicable to a wide range of materials for which direct electrical contact is
unfeasible: namely, contactless microwave measurements using an open ended coaxial probe
(OCP) and sapphire dielectric resonator (SDR) techniques. The electronic conductivity of
these NP assemblies is due to electron tunneling and it is dependent on two factors, one is the
individual particle sizes and the other is the inter particle separations. There are many
reasons of using microwave sensors, which are mentioned in detailed in section 3.3. The
miniature open ended coaxial probe has been used in this research, since it is relatively cheap,
non-destructive, convenient, broad bandwidth, needs a small measurement area and it is easy

to prepare the sample.

In order to be able to use the open ended coaxial probe (OCP), an in-depth study of the
aperture fields is necessary. Knowledge of the aperture fields provides information
concerning the apparent aperture admittance and electromagnetic field distribution in the half
space facing the aperture. The theoretical background of this research can be traced to classic
papers by Levin and Papas [1]. Several formulae for determining the aperture admittance of
OCPs on the basis of capacitive and variational formulation were presented in [2, 3, 4, 5].
Detailed description of these models can be found in section 3.6. The implementation and
validation of aforementioned aperture admittance models has been achieved by carrying out
experiments on several different dielectric materials including low, medium and high

permittivity materials.
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This chapter discusses the implementation and validation of full aperture admittance models
(i.e. capacitive and variational models) for the OCP, by carrying out experiments on several
different dielectric materials including low, medium and high permittivity materials followed
by the in-depth microwave characterisation of Pt and Au NP films using both the
K-connector OCP and SDR. Finally, the surface modifications of Pt NPs were carried out by
means of hydrogen adsorption using the OCP technique followed by the random network

circuit models to resemble the microwave experimental results.

6.2 Validation of the Coaxial Probe Models

6.2.1 Instrumentation

The coaxial probe measurement was performed using a HP8753E vector network analyser
(VNA). The VNA was controlled by the PC with IEEE-488 interface bus, also known as
General Purpose Interface Bus (GPIB). All data acquisition code was written in using visual
basic software for HP8753E. The frequency range used for all these measurements was
30 kHz — 6 GHz with 201 data points. The VNA was switched on and allowed to stabilise for
1 hour prior to use to reduce any effects from internal thermal drift. The thickness and the
uniformity of the deposited films (i.e. Pt and Au) were evaluated using a Nikon Measuring
Microscope MM-800 (Nikon Corp., Tokyo, Japan) by measuring thicknesses at different
places on the films. The morphological structure of the film thickness was further verified

with an aid of scanning electron microscope (SEM).

6.2.2 Coaxial Probe Technique

The coaxial probe technique has been established over the last 20 years as a standard tool for
evaluating electrical properties in the microwave frequency range [6]. It involves termination
of a short length of flanged coaxial transmission line with the material under test, followed by
measurement of the reflection coefficient (p) at the interface with the material. A schematic
diagram of the novel miniaturise coaxial probe used in our studies is shown in fig. 6.1, based
on an Anritsu K-connector (here K102F), which has an inherent bandwidth from DC up to
40 GHz. The connector’s glass bead provides a convenient coaxial aperture, which can be
ground flat, and polished using fine emery paper. For our probe the inner and outer radii are
a =152.5 um and b = 800 um, respectively, and so b — a = A/35 at 6 GHz (here A is the

probe wavelength, assuming & = 4 for the silica of the glass bead). Hence the aperture
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remains electrically small over our full range of measurement frequencies, and our probe has
one of the smallest aperture size of any reported in the literature. All measurements are
performed using a HP8753E network analyser from 30 kHz to 6 GHz, with the system
calibrated to plane AB using factory standards.
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Figure 6.1 Schematic diagram of the K-connector coaxial probe.

6.2.3 Fabrication Process of K-Connector Coaxial Probe

The fabrication process of the K-connector coaxial probe assembly is given below (see
fig. 6.2). The K-connector kits (i.e. glass bead, centre conductor, support bead and outer
conductor) were purchased from the Anritsu Ltd., and the mounting holes for those kits were
machined on brass blocks of dimensions 24 x 24 x 5 mm® by the mechanical workshop of
Cardiff School of Engineering (see appendix R for in-depth dimensions for the hole). The

following steps have been carried out in the fabrication process.

o Set the hotplate to 300 °C for SN60 solder.

o Then install the glass bead into the machined brass block.

o Insert a length of solder into the soldering access hole and cut it flush with the top of
the hole.

o Place the device on the hotplate and leave it there for approximately 20-30 seconds

until the solder melts.
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o Leave the device on the hotplate and allow it to cool.

o Once the glass bead is soldered into the brass block, use a holding fixture to hold the
brass block, then screw down the remaining parts of the K-connector into the
mounting hole opening until the centre conductor protrudes through the backside
interface.

o Finally the probe is equipped with a K-connector with the other end machined flat.
Using a fine emery paper and BRASSO metal polish the machined surface was
polished such that the end surface of the probe is flat and perpendicular to the axis.

K-connector
OCP

Figure 6.2 Centre conductor and support bead assembly.

As mentioned in section 3.4.3, there are two non-trivial aspects of the coaxial probe
technique which need to be addressed before the permittivity of the material can be
evaluated; one is that the system has to be carefully calibrated so that any stray reflections
and additional path lengths are removed from the analysis routine and the other is an
appropriate model for the admittance of the aperture as a function of the permittivity of the
terminating material is required. Each of these issues will be discussed in detail in the

following sections.
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6.2.4 Microwave Calibration Procedure

As shown in fig. 6.1, it is not possible to calibrate the microwave system directly to the
aperture plane (AB’). Therefore, we use the open-short-load routine to calibrate the system to
the reference plane AB in fig. 6.1 using the factory standards (Agilent, 85052D, 3.5 mm
Economy Calibration Kit), and consequently all microwave measurements are performed
relative to this plane. In term of the aperture admittance Y;, the measured reflection

coefficient (p) at the reference plane (AB) with a sample terminating the probe is

et (6.1)

—~
N
-

where the phase angle 0 is frequency dependent and accounts for the additional path length
associated with the microwaves travelling from plane AB to the aperture AB’ back again
(note that losses along the length of this part of the probe can be accounted for by including a

small imaginary term in 0); Z; is the characteristics impedance of the probe, i.e. 50 Q.

The term phase angle 0 can be eliminated from the analysis by measuring the reflection
coefficient at plane AB with no sample present (pair), and then with the sample (psampic). Since
the phase term is exactly the same in this instance as when the sample is present, the

electrical length L (and associated losses) between AB and sample plane AB’ is removed by

calculating
psample — 1- ZOIIL,samPIe « 1+ ZO),L,air (6 2)
R ETA RS VAN -

where Y7 samples Y1,qir are the aperture admittance with and without the sample, respectively;
Psample and pair in Eq. (6.2) are then the reflection coefficients at the sample plane AB’ with
and without the sample, respectively. This calibration procedure is far superior to other
procedures described in the literature since it requires no standard material other than air and
it does not require subsequent disconnection of the probe. Eq. (6.2) can now be used to
extract permittivity values using models that link the aperture admittance to the permittivity

of the material terminating the probe.
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6.2.5 Modelling the Aperture Admittance of the Probe

There are number of models for calculating the probe aperture admittance as a function of the
permittivity of the terminating material. This is a difficult problem owing to the higher order
waveguide modes generated at the aperture plane (AB’), a full wave analysis of which makes
the inversion process of extracting permittivity almost intractable [7]. This section mainly
focuses on the investigation of the two main admittance models (i.e. the capacitive and

variational models discussed in sections 3.6.1 and 3.6.2, respectively).

6.2.6 Capacitive Model

The admittance, Y7, is a relatively complicated function of the frequency (f) and complex
permittivity (¢) of the substance under test. However, the probe behaves like two simple
capacitors in parallel and it has become customary to approximate the function ¥; by the
‘lumped capacitor model’. As discussed in section 3.6.1, the equivalent circuit for this model
is presented in fig. 6.3. Briefly, the reflection coefficient at the aperture of the coaxial probe
is obtained by considering the complex admittance of the equivalent circuit shown, which

results in the approximate admittance
YL,sample = JO‘) (CO +C1 (81 _jgz )) (63)

where ® (o = 27zf) is the angular frequency (rad/sec) and & = g — je; is the complex
permittivity of the sample under test. A common assumption is that this model is valid for
frequencies less than a few GHz, that Cy and C; do not depend upon ¢ or f, and thus
determine the unknowns Cy, C; by measuring the admittances of substances with known
permittivity and then use the calibrated probe to measure the permittivity of unknown

material.

G I eC,
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>

&
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Figure 6.3 Simple lumped circuit model for the aperture together with the sample.
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6.2.7 Calibration of the Probe Using Polar Liquids of Known Permittivity

It is now possible to use Egs. (6.2) and (6.3) to determine the capacitances CO and C1 from
measurements of known materials terminating the probe. Experimental measurements are
carried out on various reference liquids as test materials, including low, medium and high
permittivity materials (see table 6.1). All these solvents were obtained commercially and used
as received. These solvents are selected based on differences in their polarity and dipole
strength. The results are shown in the table 6.2 below for the whole frequency range between
30 kHz to 6 GHz, extracted by fitting the experimental data to the standard Debye model
equations for the complex permittivity € for those test materials using the same developed
MathCAD program (see appendix K), which yields Cy = - 0.01 {fF and C; = 6.07 + 0.08 fF
(see table 6.2). Fig. 6.4 shows the measurement configuration. The reflection coefficients of
the liquids were obtained using the HP8753E VNA by immersing the probe into those test
liquids. The body of the liquids in each case was approximately 100 mm in diameter by 100
mm deep. Experimentally this was found to be sufficient to avoid significant flange or
volumetric resonances at these frequency limits. To maintain maximum measurement
accuracy after a calibration has been performed, it is important to allow enough time for the
cable (that connects the probe and to the VNA) to stabilise before making a measurement and
to be sure that the cable is not flexed between the calibration and measurement and also avoid
air bubbles (or air gap) between the probe and the material under test. Here, in order to
minimize the movement of the probe and cable, both the probe and the cable are fixed in one
position while bringing the sample to the setup using a laboratory jack, as shown in fig. 6.4.
In order to remove the air bubbles while the measuring liquids, the coaxial probe is

positioned so that its flange is at a slight angle from horizontal.

Solvents € € T (ps) €1 €2
Literature Literature Literature

Teflon [8] - - - 2.08 | 0.0004
Butanol [9] 19 3.8 482 - -
Propan-2ol [10] 20.8 3.8 327 - -
Ethanol [9] 25.4 4.9 140 - -
Methanol [11] 34.5 5.6 47 - -
Acetonitrile [12] 37.5 2.26 3.2 - -
Dimethylformamide [9] 38.5 10 14.6 - -
Water [6] 80.4 5.2 9.4 - -

Table 6.1 Literature values of the Debye parameters of various liquids at 20-25 °C.
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The above table 6.1 shows the Debye parameters obtained from various sources in order to

validate the admittance model.

Test Materials Fringing field Fringing field % ME error | % ME error
capacitance due | capacitance due to of real of Imaginary
to the dielectric | the material under | permittivity permittivity

filling the line test C) (F) 1 (%) £ (%)
Co (F)

Teflon -0.01 x 107° 6.10 x 107 1.37 9.87

Butanol -0.01 x 107° 6.01 x 107 2.09 10.08

Propan-2ol -0.01 x 1077 6.01 x 107 4.48 6.68

Ethanol -0.01 x 1077 6.03 x 10°7° 3.46 4.35

Methanol -0.01 x 107" 6.00 x 107" 1.65 1.19

Acetonitrile -0.01 x 1077 6.20 x 107" 2.11 7.67

Dimethylformamide | -0.01 x 10> 6.20 x 1077 2.75 6.91

(DMF)

Water -0.01 x 1077 6.00 x 107" 1.52 11.43

Fringing field 0.01x10" | 6.07+0.08 x10™°

capacitances

Table 6.2 fringing field capacitances due to the dielectric filling the line of the probe (Co) and
material under test (C,) for different dielectric materials obtained from the experiment.

Now having established the values of Cy and C; of the admittance model, we can now apply
Eq. (6.2) to find the complex permittivity € of any material terminating the probe. Performing

measurements of the reflection with and without the sample, Eq. (6.2) becomes

Prampiec _ (1- joZ,(Cy+Ce)) (1+ joZ,(C,+C))

= 6.4
Por (14 jcoZO(CO+C]8))x(1— JjoZ,(C,+C,)) 64

The left hand side of Eq. (6.4) is measured experimentally, so that the equation is easily
inverted to find the permittivity of the material using the developed MathCAD program (see
appendix K).

Table 6.2 shows the mean errors (ME) for permittivity obtained from the experiment, for
each of the test liquids compared to the standard Debye determined values. The mean errors
were obtained from Eq. (5.1) of chapter 5. From table 6.2, it is clearly apparent that the
complex permittivity of any materials (i.e. low, medium and high permittivity materials) can
be extracted with an error less than 3% for €; and 6% for &, over the broadband frequency

ranging from 30 kHz to 6 GHz, from this capacitive model.
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Figure 6.4 Measurement configuration.

Now we compare the Debye parameters from our measurements of those various test
materials mentioned in table 6.1 obtained from the established values of Cy and C; with
well-known literature values listed in table 6.2 using the same developed MathCAD program
(see appendix K). The complex permittivity obtained for those materials are shown in
figs. 6.5 to 6.12, where the estimated uncertainties of the measurements presented above are
quite low, showing very good agreement between the measured and Debye data, indicating

the robustness and reliability of the simple capacitive model over the full frequency range.
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Figure 6.5 The complex permittivity of teflon
as a function of frequency.
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Figure 6.6 The complex permittivity of butanol
as a function of frequency.

Figure 6.7 The complex permittivity of propan-2ol
as a function of frequency.
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Figure 6.8 The complex permittivity of ethanol
as a function of frequency.
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Figure 6.9 The complex permittivity of methanol
as a function of frequency.
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Figure 6.10 The complex permittivity of acetonitrile
as a function of frequency.
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Figure 6.12 The complex permittivity of water
as a function of frequency.

In most of the cases, the goodness of the fit is apparent in those measured data that are almost
completely hidden by the standard Debye data. All the measurements were made at a
temperature of 23 + 2 °C. An experiment was carried out on Teflon, a low permittivity and
nonmagnetic material. The thickness of the Teflon sample was 2 mm. The measured results
are shown in fig. 6.5. The difference between the measured and the literature values of g; is
1.37% and 9.38% for &;. Similarly, figs. 6.6 to 6.9 give the measured results for medium
permittivity materials, buthanol, propan-2o0l, ethanol, and methanol. The Debye models of
these liquids were included for comparison. As shown in figs. 6.6 to 6.9 the agreements are
excellent with a maximum discrepancy between the measured and Debye being less than
4.5% for g; and 10% for ;. Figs. 6.10 to 6.12 show the experimental and Debye results for
high permittivity materials such as acetonitrile, DMF, and water. The results obtained for
acetonitrile and DMF show a good overall agreement with a maximum discrepancy between
the measured and Debye of less than 3% for &; and 8% for &. However, for water the
difference between the experimental and Debye is 11.43% for &;; the relatively large
difference could be due to the high permittivity of water which invalidates the simple
capacitive model, particularly at the high frequency end (see fig. 6.12). Additionally,
generation of higher order modes at the aperture is also possible. The cause for the
discrepancies between the measured and standard Debye model of complex permittivity as

shown in table 6.2 could be due to

o Purity of the test liquids (e.g. % water content in the liquids) and the freshness of the
liquids (i.e. liquids from the sealed bottles are not used).
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o Temperature variation during the experimentation (i.e. the complex permittivity of the
liquids often has a strong dependence on temperature, so the temperature must be
monitored).

o Inaccurate Debye parameters (i.e. the Debye parameters obtained from the literature
itself has discrepancies of less than 5%).

o Most of the liquids used in this experiment are hygroscopic” liquids, and this changes
their properties, so they are time-unsteady liquids (for this reason).

o Modelling errors introduced by neglecting the effect of the higher order modes at the
aperture.

o Since the liquids were measured in an open atmosphere, both evaporative cooling and
adsorption of water may cause significant property change.

o In the case of water and other polar liquids, a single Debye relaxation model has been
used to characterise those liquids. At higher frequencies the single Debye model
becomes less accurate on account of second relaxation, as described in the discussions
in a number of papers [13, 14].

o The limitation/ restrictions of the numerical simulator.

6.2.8 Variational Model

As discussed in detailed in section 3.6.2, the variational model is another model used for
calculating the probe aperture admittance, the simplest using a quasi-static approach [15]

which results in the approximate admittance
Y, » jCo+ jC, 0+ Co +0(o’) (6.5)

when air terminated, the coefficients C,, C,, etc., being derived analytically in terms of the
aperture geometry. Since the aperture remains electrically small over our full range of
measurement frequencies, we model the probe as a lumped element capacitor C; when no
sample is present (i.e. ignoring all other terms in Eq. (6.5)), therefore the capacitance of the

unloaded probe is, from Eq. (6.5)

Y Seo(a+b)(E(m)-1)  dab 6.6)
® (In(p/ a))2 (a+d)’

1=

* Hygroscopic means the liquids readily adsorb water from the atmosphere.
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where E(m) is the complete elliptic integral of the first kind. For our K-connector coaxial
probe m = 0.510 and C; = 8.27 fF, which have been determined from a MathCAD program
(see appendix M). Having established the value of C; = 8.27 x 10”® F, this value has been
used in the developed MathCAD program (see appendix S) which works out the complex
permittivity of the materials by fitting the standard Debye equation with the measured data.
The comparison between the capacitive and variational models for the test liquids compared

to the standard Debye model were summarised in table 6.3.

Test Materials\ Capacitive Model Variational Model
Model % mean error of | % mean error of | % mean error of | % mean error of
real permittivity imaginary real permittivity imaginary
g1 (%) permittivity €, €1 (%) permittivity &;
(%) (%)
Teflon 1.37 9.87 15.65 40.45
Butanol 2.09 10.08 22.21 25.21
Propan-2ol 4.48 6.68 19.99 27.11
Ethanol 3.46 4.35 23.11 27.18
Methanol 1.65 1.19 26.00 35.94
Acetonitrile 2.11 7.67 23.94 39.21
DMF 2.75 6.91 22.87 25.67
Water 1.52 11.43 27.53 30.26

Table 6.3 Comparison of percentage mean error in calculation of permittivity for the test
liquids compared to the results from the Debye equations.

Table 6.3 shows the % mean error for permittivity obtained from each model, for each test
material compared to the standard Debye equation. Having compared the results obtained
from the capacitive and variational models for different test liquids, clearly, it is apparent
from the table 6.3 that the capacitive model is much better suited than the variational model
to study the complex permittivity trends. In terms of the validation of these models, the
capacitive model seems to be simple, robust and reliable admittance model for the
characterisation of dielectric materials, over a wide range of permittivities. The section 6.3
discusses the microwave properties of Pt and Au NPs extracted using this established

capacitive model.

In chapter 5, to validate this capacitive model further, full wave HFSS models has been
developed for different types of OCPs and simulations were carried out on these test
materials. The unknown values of Cy and C, are determined and compared to these measured

values. Chapter 5 also described the case of lumped capacitor model by mapping the complex
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admittance (¥1) onto the complex permittivity (¢; and €,) plane. Such mappings provided a
visual representation of how Y, varies with ¢; and &, at a fixed frequency and give an
indication of the sensitivity of the capacitances (i.e. Cy and C;) of the lumped capacitor model

of the probe.

6.3 Coacxial Probe System for the Characterisation of Pt and Au NPs
6.3.1 Microwave Measurement

Characterisations of Pt NPs using the coaxial probe technique were originally reported as a
novel technique in the IMS 2008 conference [16]. In order to implement this technique and
have more complete analysis for this thesis, three different sizes of Pt NPs (3 nm, 6.9 nm, and
8.6 nm) and Au NPs (8.2 nm, 16.5 nm, and 24.8 nm) were synthesised following the
procedures mentioned in sections 4.2 and 4.5 of chapter 4. Here, we have also performed
measurements of Pt oxide and ligand stabilised Au NP films as a function of film thickness
for films composed of three different sizes of Pt and Au NPs.

AB T —>«—0.305 mm

1
i I
] 1
1 1
g brass Lyt
~ 1
K connector s ~. _flange P
1 s < 1 1
: i — *— l6mm
5 fringing ~-~_
fields
@® . nanoparticle
film deposited
over aperture

Figure 6.13 Schematic diagram of the coaxial reflectance probe. NP films are deposited
directly onto the aperture, with negligibly small air gap. The scanning electron microscope
(SEM) image shows the morphology of the NPs film, confirming the thickness of each
droplet.
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As mentioned earlier in this chapter, even though the thickness and the uniformity of the
deposited films (i.e. Pt and Au) were evaluated using a Nikon Measuring Microscope
MM-800 (Nikon Corp., Tokyo, Japan) by measuring thicknesses at different places on the
films. This was further confirmed by the scanning electron microscope (SEM) image as
shown in fig. 6.13 (note that each water droplet was found to deposit a uniform film of
approximate thickness 5 pum for all sizes of Pt and Au NPs). All measurements are performed
using a HP8753E network analyzer from 1 MHz to 6 GHz, with the system calibrated to the
connector plane AB using factory standards. For critical measurements the noise level was

improved either by averaging or reducing the IF bandwidth.

Co

Figure 6.14 Simple lumped circuit model for the aperture together with the sample, the latter
providing a shunt admittance Y; = G + jB or impedance Z; = 1/Ys = R +joL depending on the
sample. Without the sample the aperture approximates to a lumped circuit capacitor Cy.

NPs films are deposited on the aperture prior to their measurement (see fig. 6.13). The system
is calibrated to the connector plane AB using the simple established capacitive model shown
in fig. 6.14. The probe’s reflection coefficient is first measured at plane AB with no sample
present (p.ir), and then with the sample (psample). The electrical length L (and associated
losses) between AB and sample plane AB’ is removed by using Eq. (6.4). Since the NPs
degrade over time (e.g. by aggregation), resonating (using the ultrasound bath) is necessary to
disperse the NPs prior to the deposition on to the coaxial aperture. Then particle-loaded water
droplets of volume 6 pl were deposited directly onto the coaxial aperture, followed by
thorough drying. Each water droplet was found to deposit a uniform film of approximate
thickness 5 um for all sizes of Pt and Au NPs, covering the whole of the aperture. A
maximum of 5 drops and 4 drops were deposited for each particle size of Pt and Au NPs,
respectively, thus forming films of overall thickness up to around 25 pm and 20 pm,
respectively. At the end of each experiment the NPs were removed from the probe using ultra
pure water and then the probe surface was polished with “Brasso” and washed with soapy

water and then with pure water followed by thorough drying. Two to three sets of
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experiments were performed depending on the amount of NPs left for both the Pt and Au

NPs, to bear out the repeatability of results.

Note that Pt NPs of different sizes (i.e. 3.0 nm, 6.9 nm and 8.6 nm) were prepared to have
same amount of Pt metal, but not the same amount of NPs. Therefore the bigger particle will
have larger amount of atoms (per NPs). As the total amount of Pt is constant (i.e. via the
synthesis condition) it means that we have less amount of NPs of 8.6 nm compared to 6.9 nm
and 3 nm, respectively (which means that 3 nm has the most amount of NPs). Therefore the
only varying factors are the diameter of Pt particles as well as the number of NPs per drop.
But the most important thing is that all 3 sizes of Pt NPs are covered with a very thin layer of
oxide thickness (<< 1 nm), since the experiment was conducted in an open environment (i.e.
NPs are in contact with oxygen from air). Also before deposition the NPs were stored in
water (i.e. NPs are in contact with oxygen dissolved in the water), which is confirmed by the
CV shown in fig. 6.15. Therefore, all the measurements carried out in this section are for Pt

metal oxide NP films (i.e. with associated oxide-oxide contacts).

—— 6.9 nm PtO, NPs (1” cycle - Before H, adsorption)
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Figure 6.15 Voltammetric profile of platinum NPs before and after H, adsorption in 0.5 M
H,S0O4. Sweep rate: 50 mV-s™. It is apparent (experimental evident) from the above CV that
the synthesised Pt NPs has thin layer of oxide surrounding the core of the Pt NPs.

The above graph (fig. 6.15) was obtained following a similar procedure to that mentioned in
section 4.4. Very briefly, initially cleanliness of the gold electrode (i.e. working electrode on
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which the NPs will be deposited) was checked. After that a cyclic voltammogram in
sulphuric acid was recorded at 0.85 V (i.e. a potential where the Pt is being oxidised or, if it is
already oxidised, it will not be reduced). Then the CV was recorded towards more negative
potentials to check if there was some Pt in an oxide state (solid black line). The voltammetric
profile shows a broad large peak centred at 0.5V (solid black line), corresponding to the
reduction of Pt. This shows that there was some Pt in an oxide form at the beginning of the
experiment, which is similar to the state where the microwave characterisation of Pt NPs on
OCP has been carried out. On the other hand, the NPs already deposited on the gold electrode
were taken to a solution where H, was being bubbled. The resulting CV (solid red line)
shows that there is a very small peak instead of the previously described broad large peak.
This result demonstrates that the contact with H; reduces the Pt oxide and makes metal-metal
contacts (i.e. by removing the oxide layer surrounding the Pt NPs) rather than oxide-oxide
layer contacts, as it is this that changes the electrical property (i.e. conductivity) of the NPs.
This change in the electrical property was determined experimentally and is examined in

sections 6.3.2 and 6.5 of this chapter.

Raw data for the normalized reflection coefficient (calculated using Eq. (6.4)) as a function of
frequency for films of each size of particle are shown in fig. 6.16. It is immediately apparent
from this data that the films of the 3 nm and 6.9 nm particle is predominantly conductive (i.e.
data on the real axis of the complex plane), with film conductance increasing with film
thickness. However, films of the 8.6 nm particles are much less conductive and have a
significant (capacitive) susceptance, the data straying from the real axis as the frequency is
increased, i.e. capacitive behaviour having negative reactance (i.e. below the real axis). Note
that the thinnest films of the 3 nm and 6.9 nm particle have a very small susceptance, which
decreases with increasing film thickness, but this is dominated by conductance and is
therefore assumed to be zero within experimental error. The capacitive affects are due to the
oxide layer of the NPs acting as very thin dielectric layer, thus isolating the particles
individually. As we can see from fig. 6.17 even though the collective response of the oxide
layers is more for 3 nm NPs compared to 6.9 nm and 8.6 nm NPs, respectively (i.e. this is due
to the number of NPs per drop), the individual contact area between the metal oxide layers
are smaller for 3 nm compare to 6.9 nm and 8.6 nm NPs, respectively. And also the number
of contacts (i.e. oxide-oxide contacts) between the NPs are more for 3 nm compared to

6.9 nm and 8.6 nm NPs. Fig. 6.18 shows the contact area of individual NPs of different sizes.
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Figure 6.16  Reflection coefficient ratio (Eq. (6.4)) as a function of frequency for Pt NP

films of particle size (a) 3 nm, (b) 6.9 nm and (c) 8.6 nm. Each drop deposits a uniform film
of thickness approximately 5 pm. Measurements were taken from 1 MHz to 6 GHz. The

trend is shown in fig. 6.16 (a), which represents all plots.
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Figure 6.17 Spherical and cubic mode of two-dimensional Pt NPs

(a) spherical (3 nm) (b) spherical (6.9 nm) and (c) cubic (8.6 nm).
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'YX | I =
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Figure 6.18 Two dimensional sketch of grain boundary (where § is the contact area) of Pt
NPs. (a) 3 nm, (b) 6.9 nm and (c) 8.6 nm Pt NPs. It is apparent that the contacts are small for
3 nm compared to 6.9 nm and 8.6 nm (i.€. & 3pm <0 69nm <0 8.6nm )-

The raw data (S;;) for films of each size of particles were input into a MathCAD program
(see appendix T) that worked out the reflection coefficient ratio, sheet conductance,
susceptance, capacitance and inductance as a function of frequency and films thickness. It has
been observed during the OCP experiments that the results were strongly temperature
dependent. The VNA was situated in a non temperature-controlled environment, so the
temperature variations of all experiments carried out in this research were monitored using a

Kane-May KM340 digital thermometer (Comark Co., Hertfordshire, UK).

6.3.2 Analysis and Discussion

Film susceptance Y5 = G + jB is computed from the reflection coefficient using the analysis of
section 6.2. The conductance G is converted into a sheet conductance Gs = of = Gln(b/a)/2n
and the susceptance B into a sheet susceptance Bs = Bln(b/a)/2n. As already noted, for the
3 nm and 6.9 nm Pt NP films G » Bs, with Bs approximately zero within experimental error
up to 6 GHz; thus the behaviour is predominantly conductive (figs. 6.19 and 6.20,
respectively), with G5 approximately independent of frequency apart from a slight upturn
above 3.5 GHz for 3 nm and above 1 GHz for 6.9 nm. G; extrapolated to low frequency
(G4(0)) is approximately proportional to film thickness ¢ (fig. 6.21), from which
conductivities (o) are deduced and listed in table 6.4 for 8.6 nm, 6.9 nm and 3 nm Pt NP
films. The calculated values of the o for those Pt NPs are very much smaller compared with a
value of 6 = 9.5 x 10° S/m for bulk Pt metal as a result of the encapsulation of the metal cores
by the insulating oxide protecting layer, which acts as a capacitance between the NPs. The
analysis of section 6.2 assumes that the film thickness is much less than the skin depth, an
assumption which is justified when dealing with such low values of conductivity. Similar
data for the 8.6 nm Pt NP films is shown in fig. 6.22. In contrast to the data for the 3 nm and

6.9 nm particles, (i) G;s is further suppressed and increases monotonically with frequency,
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more rapidly above 100 MHz, and (ii) there is large sheet susceptance (fig. 6.23), comparable
in magnitude with G5 above 1 GHz, which varies approximately linearly with frequency.
Hence, B can be converted into sheet capacitance Cs = Bj/® = g1gof, which itself increases
with film thickness ¢ (fig. 6.24). The large sheet capacitance is due to the thin oxide layer
boundary between the particles as shown in fig. 6.18, where 8.6 nm has very large contact
area compare to the other two particles sizes (i.e. 6.9 nm and 3 nm) due to its cubic structure.

The associated real permittivity is very large (g; = 500).
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Figure 6.19 Sheet conductance as a function of frequency for 3 nm Pt films.
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Figure 6.20 Sheet conductance as a function of frequency for 6.9 nm Pt films.
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Figure 6.21 The extrapolated low frequency sheet conductance as a function of film thickness
for 3 nm, 6.9 nm and 8.6 nm Pt films. Error bars are estimated from the statistical average of
at least three independent measurements.

The mean results of the sheet conductance are depicted in table 6.4. It is notable from

table 6.4 that the repeatability of measurements is much better (within 10% discrepancy). The

slight variation in the results can be attributed to the temperature variations over the course of

experiments, agglomeration of NPs and non uniformity of the films formed by the NPs.
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Figure 6.22 Sheet conductance as a function of frequency for 8.6 nm cubic Pt films.
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Figure 6.23 Sheet susceptance as a function of frequency for 8.6 nm Pt films. This is
comparable to the sheet conductance above 1 GHz.
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Figure 6.24 The sheet capacitance for 8.6 nm Pt films, increasing with film thickness. Error
bars are estimated from the statistical average of at least three independent measurements.

From these results it is very clear that the conductance of the NPs depends upon several

factors including the temperature, method of preparation, particle size, structure (i.e. spherical

or cubic) and the oxide layer surrounding the NPs.
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Pt NPs Films Number of | DC DC Microwave | Microwave
Thickness | NPs conductance | conductivity | conductance | conductivity
(um) (mS) (S/m) (mS) (S/m)
3 nm 5 2.48 x 10 [ 1.320 = 2.64 x 10° | 0.138+ 2.76 x 10
0.111 0.012
10 495 x 107 [ 3.270 + 3.27x 10 | 0.625+ 6.25 x 10"
0.256 0.057
15 7.43 x 10" | 6.120 = 408 x 10° | 1.332+ 8.88 x 10
0.305 0.134
20 9.90 x 10" | 8.990 + 450 x 10° [ 2.073 1.04 x 10°
0.363 0.178
25 124 x 10 | 11.44 £ 458 x 10° |2.809 + 1.12 x 10°
0.160 0.223
6.9 nm 5 429 x 10™ | 0.088 + 1.76 x 10" | 0.023 + 4.65
0.008 0.002
10 8.59 x 10"° | 0.148 + 1.48 x 10" | 0.034+ 3.40
0.014 0.002
15 1.29 x 10" [ 0.221 + 1.47 x 10" {0.059 + 3.92
0.007 0.004
20 1.72 x 107 [ 0.343 + 1.72x 10" | 0.079 £ 3.95
0.015 0.006
25 2.15x 10 [ 0.475 + 1.90 x 10" [0.121 4.83
0.019 0.009
8.6 nm 5 1.24 x 10" | 0.060 + 1.20 x 10" | 0.014 2.82
0.003 0.001
10 2.45x% 10" ]0.138 + 1.38 x 10" | 0.031+ 3.07
0.002 0.002
15 3.73 x 10" | 0.200 + 1.33 x 10" | 0.056 + 3.71
0.017 0.005
20 498 x 10| 0.302 + 1.51 x 10" | 0.070 + 3.52
0.002 0.006
25 6.22 x 10" [ 0.452 1.81 x 10" | 0.098 + 3.94
0.035 0.009

Table 6.4 shows the DC and microwave conductance and corresponding conductivity for
different sizes of Pt NPs as a function of films thickness. All the measurements were made at
a temperature of 2443 °C. The standard deviations are estimated from the statistical average
of at least three independent measurements.

Moreover, the results obtained for the Pt NPs have been further justified by characterising

different sizes of ligand stabilised Au NPs using the same OCP technique in a similar

manner. Unlike the Pt oxide NPs, these Au NPs form a film where the individual NPs are in

contact (i.e. metal-metal contact) with each other, as shown in fig. 6.25.
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16.5 nm Au NP
24.8 nm Au NP

Figure 6.25 Spherical mode of two-dimensional Au NPs structure. (a) 16.5 nm and
(b) 24.8 nm.

Raw data for the normalized reflection coefficient (calculated using Eq. (6.4)) as a function of
frequency for films of each size of particle are shown in fig. 6.26. It is immediately apparent
from this data that the films of the 16.5 nm and 24.8 nm particles are highly conductive
(i.e. data on the real axis of the complex plane), with film conductance increasing with film
thickness. However, both sizes of particles (i.e. 16.5 nm and 24.8 nm) have significant
(capacitive) susceptance which decreases and eventually turns into considerably large
inductance when the film thickness increases, the data straying from the real axis as the
frequency is increased, i.e. capacitive behaviour having negative reactance (i.e. below the real
axis), inductive behaviour having positive reactance (i.e. above the real axis). The increased
inductance with increased film thickness is due the high density of metal-metal contacts
between the NPs.
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Figure 6.26  Reflection coefficient ratio (Eq. (6.4)) as a function of frequency for Au NPs
films of particle size (a) 16.5 nm and (b) 24.8 nm. Each drop deposits a uniform film of
thickness approximately 5 pm. Measurements were taken from 1 MHz to 6 GHz. The trend is
shown in fig. 6.26 (a), which represents for all plots.

As already noted, for the 16.5 nm Au NP films G; » B,, with B approximately zero within
experimental error up to 6 GHz; thus the behaviour is predominantly conductive (fig. 6.27),
with G approximately independent of frequency. Unlike for the 16.5 nm, the 24.8 nm Au NP
films have upturns which occur at a frequency of around 5 GHz for the thinnest film (5pum)
and eventually it shifts towards the lower frequency end with increasing film thickness (i.e.
the upturn occurs at around 100 MHz for the 20 pum film). This can be seen only for the
24.8 nm Au films. G; extrapolated to low frequency (Gy(0)) is approximately proportional to
film thickness ¢ (fig. 6.28), from which conductivities (o) are deduced and listed in table 6.5
for 16.5 nm and 24.8 nm Au NPs. In comparison to the bulk gold metal (c of 4.1 x 107 S/m),
these NPs are 3 to 4 orders of magnitude less conductive, as a result of the encapsulation of
the metal cores by the insulating organic protecting layer (i.e. impurities, residues from the
synthesis), agglomeration of the NPs, and non-uniformity of the film. In contrast to the data
for the 16.5 nm particles, (i) G; is further increased and also increases monotonically with
frequency, more rapidly above 100 MHz (for 20 pm), (ii) Gs(0) no longer varies linearly with
film thickness (fig. 6.29), instead increasing more rapidly for thicker films. This rapid
increase in the conductance is due to the metal-metal contact having larger area for the
24.8 nm compared to the 16.5 nm particles, which enables the charge carriers (i.e. the Au
conduction electrons) to move freely between neighbouring particle states with significantly

low impedance between the particles compared to the 16.5 nm particles. The dispersion in the
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conductance takes place when the carriers are not free to move through the particles. This
motion is restricted by the size and the structure of the particles as well as the residues or
impurities on the particles. Experimentally it is found that conductance decreases with

decreasing particles size (see fig. 6.29).
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Figure 6.27 Sheet conductance as a function of frequency for 16.5 nm Au films.
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Figure 6.28 Sheet conductance as a function of frequency for 24.8 nm Au films.

160



Chapter 6 Microwave Characterisation of Metallic Nanoparticles
0.12_- —=—16.5 nm
| E*—24.8nm B
s /
2 0.10 vl
B, ] A
%ﬂ 0.08 - /,/
8’ ) - /’?
g 0061 it
Q 4 i
3 /
2 0.04
i A
D ;
8 0.02- I
2] 4 Ao & ./-/’_-
0.00 — n . v . . r
0 5 10 15 20

Film Thickness (pum)

Figure 6.29 The extrapolated low frequency sheet conductance as a function of film thickness
for 16.5 nm and 24.8 nm Au films. Error bars are estimated from the statistical average of at
least three independent measurements.

The internal inductance of the metal-metal contacts of the NP films ¥, = (Z,)" = (R + joL)" is

computed from the reflection coefficient using the analysis of section 6.2. The resistance R is

converted into a sheet conductance Gs = 1/Rs = ot = GIn(b/a)/2n and the inductance L into a
sheet inductance Ly = 2m-L/In(b/a). As already noted, unlike the 16.5 nm NPs films, 24.8 nm
Au NP films large internal inductance, Ls » Gs, thus the behaviour is highly inductive

(fig. 6.26 (a)), with G dependent of frequency (fig. 6.28). L, extrapolated are exponentially

decreases with the increasing film thickness as shown in fig. 6.30.
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Figure 6.30 The sheet inductance for 16.5 nm and 24.8 nm Au films as a function of film
thickness. The internal inductance of 16.5 nm NP film of first drop is not shown in the graph
as exhibits purely (capacitive) susceptance (or negative reactance/ inductance), which

increases with increasing frequency.
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AuNPs | Films DC DC Microwave Microwave
Thickness conductance conductivity | conductance conductivity
(pm) (mS) (S/m) (mS) (S/m)
16.5nm |5 6.54 £ 0.29 1.31 x 10° 1.61 +0.07 3.22 x 10°
10 13.68 +£ 0.81 1.37 x 10° 3.61+0.18 3.61 x 10°
15 24.04+120 [1.60x10° |6.53+0.40 4.35x10°
20 33.56 +2.01 1.68 x 10° 9.27+0.62 4.64 x 10°
248nm |5 31.85+2.17 [637x10° [9.15+0.78 1.83 x 10°
10 10526 +7.47 [10.53x10° |35.52+3.23 3.55 x 10°
15 181.49+17.40 [ 12.10x10° [ 72.51+£5.29 4.83 x 10°
20 242.72 +20.15 | 12.14 x 10° 113.22+5.77 |5.66 x 10°

Table 6.5 shows the DC and microwave conductance and corresponding conductivity for
different sizes of Au NPs as a function of film thickness. All the measurements were made at
a temperature of 24 + 3 °C. The standard deviations are estimated from statistical average of
at least three independent measurements.

6.3.3 DC Measurement

The DC measurements of both the Pt and Au NPs have been obtained by biasing the port
(i.e. port 1) of the 8753E VNA (i.e. via the back of the VNA) with a BNC probe connected to
a digital multi-meter (DMM) through a DMM probe which provides dc bias on the OCP
centre conductor connected to port 1 as shown in fig. 6.31 (a). This enables the measurement
of the resistance (R;) of the Pt and Au NP films terminating the flange of the probe using the
DMM, which is an in-situ 2 point method. The most important feature of this two point
method over the four point method is that the same sample has been used for both DC and

microwave measurements, in exactly the same geometrical configuration.

A trial was conducted before start of an actual DC experiment on the NP films to determine
the measurement accuracy of the DC setup. Instead of connecting the probe directly to the
VNA, one end of a 1.2 KQ resistor was soldered to the centre conductor of the RG-402 cable
and other end to the outer core of the cable and this setup was connected to the VNA port
(i.e. port 1) through a SMA connector as shown fig. 6.31 (b). It turned out to be that the DC
result obtained through biasing the port of the VNA (see fig. 6.31 (b) — (i)) was exactly same
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as the results from DMM (see fig. 6.31 (b) — (ii)). Therefore, the DC measurements on the NP
films from this setup give the actual DC resistance of the films.

Back view of the VNA

Port 1
DMM probe

Front view of the VNA ~ BNC probe

DMM

K-conector OCP

Figure 6.31 (a) Shows the experimental setup of the DC measurement.

(i)

Figure 6.31 (b) Shows a trial experimental setup of the DC measurement. (i) shows the DC
measurement of a 1.2 KQ resistor via biasing the port of the VNA and (ii) direct
measurement of the actual value of the resistor using the DMM.
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6.3.4 Analysis of Results

Figs. 6.32 and 6.33 show the comparison between the DC and the microwave measurement
of the sheet conductance (Gs = 1/R;) as a function of film thickness for Pt and Au NP films,
respectively. It is apparent that conductance obtained from DC measurements varies linearly
with film thickness (figs. 6.32 and 6.33) and also all those six graphs go through zero,
confirming zero conductance when there are no nanoparticles present. For every thin film
formed on the aperture of the probe, the G values were very much greater at DC than at
microwave as expected. It is possible that the current path at DC is longer (i.e. every free
electron in the film contributes to conduction, which results in higher conductance) than those
at microwave frequencies in the thinner films. The DC sheet conductance (Gs) is
approximately proportional to film thickness 7 (fig. 6.32), from which conductivities (o) are
deduced and are listed in tables 6.4 and 6.5 for Pt NPs and Au NPs of different sizes,
respectively. From tables 6.4 and 6.5, it is apparent that the microwave conductance reduces

approximately by a factor of three compared to the DC conductance within the experimental
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,70591 e 8.6nm (DC measurement) g "
o b P - "
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Figure 6.32 Comparison between the DC and microwave measurement of the sheet
conductance. The microwave measurements were obtained by extrapolating low frequency
sheet conductance as a function of film thickness for different sizes of Pt films (8.6 nm,
6.9 nm and 3 nm) and the DC measurement using the DMM. Error bars are estimated from
statistical average of at least three independent measurements.
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From fig. 6.32 (see table 6.4), it is clearly apparent that the DC conductance of Pt films of
various particle sizes are much higher than the microwave conductance. The conductance of
the NPs seems to increase due to a better compactness of the NPs, leading to enhanced
coupling among the NPs through inter-particle contacts. Therefore the DC conductance of the
3 nm Pt film is high compared to 6.9 nm and 8.6 nm Pt films, and also follow the same trend
as observed in the microwave measurement (i.e. 3 nm Pt films have higher conductance
compared to 10.7 nm and 13.5 nm Pt films). It is important to note that the films formed by
these Pt NPs are different in size and also in physical structure (i.e. spherical (6.9 nm) and
cubic (8.6 nm)). This implies that the conductance not only depends on the size of the NPs

but also on their physical structure.

As discussed earlier for the microwave conductance of the Au NPs films, similar trends were
observed in the DC conductance of Au NP films (i.e. 24.8 nm Au films have higher
conductance compared to 16.5 nm Au films). This is due to the large area of inter-particle
contacts for 24.8 nm compared to 16.5 nm Au NPs. The common cause for the numerical

errors in the experimental results listed in tables 6.4 and 6.5 could be due to

o NP film properties being influenced by the deposition technique (i.e. evaporation).
Non uniform films formed by the NPs (i.e. slight variation in the thickness of the
films).

o Agglomeration of NPs (i.e. even after using the ultrasound bath prior to the
experiment).

o Use of micropipette to deposit the NPs droplet onto the aperture of the probe (i.e.
position of the pipette while taking the droplet from the vial containing the NPs and
the calibration of the pipette), and size variations of NPs.

o Temperature variation during the experiments (i.e. the VNA is situated in a non
temperature-controlled environment).

o The cleanliness and the surface roughness of the aperture of the probe.
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Figure 6.33 Comparison between the DC and microwave measurement of the sheet
conductance. The microwave measurements were obtained by extrapolating low frequency
sheet conductance as a function of film thickness for different sizes of Au films (16.5 nm and
24.8 nm) and the DC measurement using the DMM. Error bars are estimated from the
statistical average of at least three independent measurements.

6.4 SDR System for the Characterisation of Pt and Au NPs

6.4.1 Construction of SDR

The cylindrical SDR employed in this research is a device made from a single crystal
sapphire puck, operating in TE(;5 mode. Sapphire being an anisotropic material, its dielectric
constant depends upon the direction of electric field, with &; = 9.4 for E-field along its basal
ab plane and €, = 11 along its ¢ axis [17]. To attain symmetrical well defined modes, the
cylindrical sapphire crystal is machined with the ¢ axis aligned with the cylindrical z axis as
shown in fig. 6.34, which is used for the construction of SDR studied here.

Z
A

AC

rc

A A
- y

Figure 6.34 c axis oriented sapphire puck.
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This puck was purchased from Pi-Kem Ltd. (Yew Tree House, Tilley, Wem, Shropshire,
UK), which had a diameter of 9 mm and was 5.7 mm long. To avoid radiation losses, the
resonator was enclosed at the bottom of the cylindrical shield made of copper and covered
with a copper lid as shown in fig. 6.35. An additional support (or collar), which is made of
PTFE, was introduced within the cavity to hold the sapphire puck in place as shown in
fig. 6.35. Magnetic coupling loops were enabled by means of two semi rigid coaxial cables
(RG-405), soldered to the side of the shield.

Sapphire puck Shield lid
h Hole
Hole
£ PTFE
Loop-terminated support
RG405 coaxial .
able e plan view of base

. shield base

———————— 50mm—————>

Figure 6.35 Schematic diagram of a sapphire dielectric resonator.

The approximate resonant frequency of the SDR under consideration was determined using
Eq. (3.18) in chapter 3, which was around 10.448 GHz. This value of fj was used as a starting
point for working out the exact resonant frequency with the aid of Superfish, as detailed in

the following section.

6.4.2 Superfish Analysis of SDR

Superfish is a freely available package which employs finite element methods to solve the
resonant frequencies and field distributions in a radio-frequency (RF) cavity with 2D
Cartesian or 3D cylindrical symmetry [18]. The original Superfish codes were written by
Holsinger in collaboration with Halbach [19], who developed the theory, in the 1970s. The
package was produced by Los Alamos National Laboratory (LANL), which is operated by
the University of California for the U.S. Department of Energy. For several years, the Los
Alamos Accelerator Code Group (LAACG) maintained a standard version of Superfish for
Cray, UNIX, and VAX machines. A PC version was created in 1985 when Young adapted an
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older Cray version to run on IBM-PC compatible computers. A major revision (Version 5)
commenced in 1992 and the codes have been under nearly continuous development since that
year. The latest version is Superfish 7.18" that was published on 2™ February 2007 and was
used in this research. Superfish is based on solving Helmholtz equation. The first stage of
solving a cavity problem in Superfish is to describe the cavity layout in manner that could be
used as input for the solution of the Helmholtz equation [18]. Regions containing different
materials such as air, sapphire and PTFE in the SDR being analysed must be identified and
the material properties (i.e. € and ) stated [18]. The Superfish consist of a suite of

programmes, and the codes run in the following order:

o Automesh

o Fishor CFish
o WSFplot

o SF7

The first of these, Automesh, automatically generates a triangular mesh from a user user-
written text file, containing the regions and materials properties mentioned above. The Eigen
value problem is then solved by either the Fish or CFish program depending upon whether
the geometry to be solved contains real or complex variables for the permittivity and
permeability. Fish or CFish must be run after Automesh to determine the resonant frequency
in the cavity. The Superfish code was written for problems with cylindrical symmetry,
thereby implying that one half of the problem geometry needs to be specified in the user input
file. In cylindrical coordinates, Fish and CFish compute solutions for the TM modes;
however, Superfish can also solve for TE modes if the user interchanges E and H and applies
the appropriate boundary conditions. This means swapping the material properties (i.e. e—p
and p — ¢) in the user input file for Automesh. Since the axially symmetric SDR was
employed in TEg; mode, the cylindrical coordinate system is used for its Superfish
simulation and the user input text file (see appendix U) was written accordingly. Finally, Fish
was run since real variables for permittivity and permeability were considered, following
which, WSFplot was executed to plot the contours of the parameters rE, where E is the

azimuthal electric field. These closely resemble the lines of H-field, as illustrated in fig. 6.36.

' This version of software can be downloaded free of cost from the website of LANL
(http://laacg].lanl.gov/laacg/services/download_sf.phtml).
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Figure 6.36 Shows the contours of the parameters rE, where E is the azimuthal electric field.
These closely resemble the lines of H-field.

As expected the field is much more concentrated within the sapphire puck compared to the
air region. The value of fj obtained from Superfish simulation was 10.208 GHz, which is very

close to the measured value using a VNA.

6.4.3 Calculation of Unloaded Q Using MathCAD Program

The output result from Fish is read by the postprocessor SF7, which allows the interpolation
of fields at various points. For the TE mode problem geometries, SF7 calculates the field
components at a large number of user defined points, which are then numerically integrated
to calculate the quantities such as conductor losses on the wall of the enclosure and the
energy stored in the cavity. SF7 writes file OUTSF7.TXT that contains a table of fields at the
requested coordinates » and z (or x and y) coordinates*. For RF problems in cylindrical
coordinates the code reports E,, E;, E and Hy which have to be converted to their
complementary quantities (i.e. H,, H;, H and Ej). In this research, results from OUTSF7.TXT
file were input into a MathCAD code (see Appendix P) that worked out the conductor,

* In Superfish, the cylindrical coordinates are designated as z, r, and ¢ as against the normal convention of z, p,
and ¢ adapted by most standard texts.
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Chapter 6

dielectric and overall unloaded quality factors (Q,) of the SDR after requisite conversion of
field parameters. The calculated @, value by MathCAD is around 46,549, which after
accounting for the SDR L of -18.22 dB, reduces to approximately 40,835 for the Q, . The
actual measured O was about 37,834, ie. a difference of roughly 7.93% from the
theoretically predicted result. The reason behind this is that the calculated Q value assumes
tand ~ 107°. A slight enhancement of this loss value and the surface resistance of the copper
provide exact match with the experimental value of Q. The TEy;s microwave H-field
distribution is shown in fig. 6.37 (a), which has a maximum value in the centre of the
sapphire puck, decaying rapidly with distance away from the centre of the sapphire puck.
Fig. 6.37 (a) and (b) show H-field and E-field distribution along the radial axis of the
sapphire puck. The H-field and E-field contours for SDR, as plotted by MathCAD, are shown
in figs. 6.38 (a) and (b), respectively. Further clarification of the aforementioned resonator

parameters (O, and fp) and field distributions have been carried out with aid of Ansoft High

Frequency Structure Simulator (HFSS), commercially available for the electromagnetic

modelling and analysis of three dimensional structures, which was described in detail in

chapter 5.
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Figure 6.37 Field distributions along the radial axis of the sapphire puck.
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Figure 6.38 (a) H-field and (b) E-field contours in SDR computed by a MathCAD program.

6.4.4 SDR Experiment

In-situ characterisation of Pt and Au NPs were carried out with the aid of SDR. Prior to the
deposition of the NPs, an ultrasound bath was used to disperse them. Then particle-loaded
water droplets of volume 6 pl were deposited directly onto the region of high magnetic field
(i.e. centre of the sapphire puck as shown in fig. 6.39) in the resonator, followed by thorough
drying. The measurement system is composed of two steps, each requiring experimental
measurements of the f) and the Q;. The Agilent Hewlett-Packard 8510C network analyser

operating at transmission mode (S;;) was employed to measure power transmission

in the frequency domain. The peak of |S,, ’ corresponds to the resonant

coefficient |S,, 1

frequency and the quality factor is related to the 3 dB width of the |S,,[" response, (i.e. the

half the power bandwidth). The VNA was interfaced through an IEEE-488 GPIB bus to a PC
running IGOR Pro software (i.e. a scientific data analysis and programming software tool
made by Wavemetrics Inc., USA), which was chosen because of its powerful built in curve
fitting routines. The in-built Lorenzian curve fitting was used to extract the microwave

parameters of interest such as Qy, fp and bandwidth (fz) from the VNA data.
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Figure 6.39 Photograph of the SDR with deposited Pt/ Au NPs.

No. 8.6 nm (Mean Results) 6.9 nm (Mean Results) | 3 nm (Mean Results)

of.

drops
Jo S o Jo N/ O |fo /8 oL
(GHz) | (MHz) (GHz) | (MHz) (GHz) | (MHz)

1 10.1930 | 0.834 12238 | 10.1934 | 1.029 [9903 | 10.1951 | 7.189 1419
+0.0008 | £0.036 | £536 | +0.0006 | £0.022 [ +214 |+0.0011 | £0.712 | +140

2 10.1931 | 1.117 9130 | 10.1936 | 1.370 | 7454 | 10.1952 | 13.899 | 736
+0009 | +0.064 |+521 |=+0.0009 | £0.090 | £490 | +0.0014 | +1.155 | +61

3 10.1932 | 1.198 8510 | 10.1938 | 1.524 | 6705 | 10.1953 | 23.557 | 434
+0011 +0.081 | £574 | +0.0001 | +0.108 | +477 | +£0.0003 | £1.909 | 35

4 10.1933 | 1.262 8078 | 10.1941 | 1.766 | 5775 |10.1954 |37.477 |275
+0.0014 | +0.091 | +586 | +0.0014 | +£0.097 | £318 | +0.0010 | £2.331 | *17

5 10.1935 | 1.424 7160 | 10.1942 | 1.948 | 5235 |- - -
+0.0012 | £0.066 | £333 | +0.0011 | £0.123 | £331

Empty | 10.1930 | 0.2762 | 36912 | 10.1930 | 0.2726 | 37394 | 10.1949 | 0.2695 | 37834

SDR | 42x10% | £0.0001 | +8 £8x107 | £0.004 | 581 | £7x10° | +£0.0008 | £118

Table 6.6 Q;, fy and fp results for the Pt NPs of different sizes in the SDR. All the
measurements were made at a temperature of 25+3 °C. The standard deviations are estimated
from the statistical average of at least three independent measurements.
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No. of. | 8.2 nm (Mean Results) 16.5 nm (Mean Results) | 24.8 nm (Mean Results)
drops

Jo fB (1)} Jo S8 o Jo /] oL
(GHz) | (MHz) (GHz) | (MHz) (GHz) | (MHz)

1 10360 | 11.376 | 911 10.354 | 19.070 | 540 10.340 | 35.352 | 293
+0.0010 | £0.581 | +46 +0.0007 | £0.053 | +2 +0.0012 | £3.50 | £26

2 10.361 | 7.769 1334 10.355 | 11.370 | 915 10.344 | 13.735 | 753
+0.0013 | £0.474 | £81 +0.0007 | £1.530 | £125 | £0.0014 | +£0.948 | £30

3 10.362 | 5.737 1807 10.356 | 7.087 | 1456 10.347 |9.998 | 1035
+0.0014 | £0.140 | +44 +0.0014 | £0.022 | 7 +0.0007 | £0.525 [ £62

4 10.364 | 4.697 2207 10.359 |5.450 | 1899 10.348 | 8.996 | 1150
+0.0006 | £0.104 | +49 +0.0001 | £0.435 | £154 | £0.0014 | £0.568 | £92
5 10.366 | 3.864 2683 10.361 |4.845 | 2151 10.350 |8.243 | 1255

+0.0012 | £0.070 | +48 +0.0012 | £0.688 | £308 +0.0010 | £0.384 | +£38

Empty | 10.203 | 0.2586 |39461 |10.203 |0.2555|39932 |10.203 | 0.2551 | 39993
SDR +5x107% | £0.0002 | +21 +2x107% | £0.004 | £688 | +£9x107 | £0.002 | £379

Table 6.7 Qy, fy and fp results for the Au NPs of different sizes in the SDR. All the
measurements were made at a temperature of 2443 °C. The standard deviations are estimated
from statistical average of at least three independent measurements. The O, of the empty
resonator in this experiment is slightly different from the previous experiment (see table 6.6),
since the collar/ support (i.e. made of PTFE) of the resonator was replaced with a new collar
(since the previous collar was worn out).

A trial was conducted before the start of the actual experiments on the SDR to determine the
measurement accuracy of the IGOR Pro code. It turned out to be that the most accurate
results were obtained when firstly, the frequency span (i.e. the difference between the start

and stop frequency) on the VNA was set to twice the resonator bandwidth and secondly, the
S, |2 plot was symmetrical with respect to fp. The number of points was also set to 801 points

and 256 averages for HP8510C to ensure high resolution as well as stable and repeatable
measurements. Initially, the experiments were carried out on different sizes of synthesised Pt
NPs, from 1 drop to a maximum of 5 drops. Each droplet was found to deposit a uniform film
of approximate thickness of 5 pm. The results obtained from this technique provided the
motivation to characterise Au NPs of different sizes. Similarly, the experiments were carried

out on different sizes of synthesised Au NPs, from 1 drop to a maximum of 5 drops. Each
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droplet was found to deposit a uniform film of approximate thickness of 5 pm. Two to three
set of experiments were performed depending on the amount of NPs left for both the Pt and
Au NPs, and ten measurements per each particle size were taken in each set, to bear out the

repeatability of results.

The mean results for the three sets of experiments for the Pt and Au NPs are depicted in
tables 6.6 and 6.7, whilst variation of f;, Q1 and fg are shown in figs. 6.40 through 6.45.

6.4.5 Analysis of Results

Introducing a metal disk in a region of high H-field but zero E-field should give rise to
frequency increase [17], which can be evidently observed from figs. 6.40 and 6.43. In reality,
the finite sample size means that there will be some E-field present at the sample which will
pull down the frequency downwards a little, but nothing as large as when placing in a

maximum E-field.
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Figure 6.40 The resonant frequency as a function of different size of Pt NP films of different
thickness. Error bars are estimated from the statistical average of at least three independent
measurements.
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Figure 6.41 The loaded quality factor as a function of different size of Pt NP films of
different thickness. Error bars are estimated from the statistical average of at least three

independent measurements.
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Figure 6.42 The bandwidth as a function of different size of Pt NP films of different
thickness. Error bars are estimated from the statistical average of at least three independent

measurements.

As shown in fig. 6.40, in the case of Pt film of increasing conductivity, the frequency

increases since the thickness of the film is much smaller than the microwave skin depth

(about ~ 500 um at 10.19 GHz for the highest value of conductivity (i.e. ~100 S/m) obtained

175



Chapter 6 Microwave Characterisation of Metallic Nanoparticles

from the OCP study for Pt oxide NP films), leading to complete penetration of field into film
and so effective screening of the H-field. It is this effective reduction in cavity volume that
gives the frequency increase, only seen in metals, with associated high conductivity.
Associated with this are eddy current losses that broaden the bandwidth greatly, as observable
in fig. 6.42.

Characterisations of different sizes of Pt oxide NP films conducted in the SDR bring forth the

following points:

o The results depict excellent repeatability over the three measurement sets with a
maximum standard deviation of 10%.

o The resonant frequency plotted in fig. 6.40 increases with the film thickness, when
screening occurs (i.e. the increase in frequency is proportional to the screened
volume).

o (O decreases monotonically (see fig. 6.41) as the film thickness increases. This result
is expected, since the thickness of the film is much smaller than the microwave skin
depth (about ~ 500 um at 10.19 GHz), leading to complete penetration of field into
film and leading to the bandwidth (fg) increase (see fig. 6.42) due to the screening
current (i.e. increased loss).

o The SDR microwave experimental results seen in fig. 6.42 for Pt oxide NP films
appear to be in the large skin depth limit (about ~ 500 um at 10.19 GHz), which is
appropriate for such low conductivity samples. The results resemble the theoretical
model observed in fig. 6.43, and predict the correct signature with increasing film
thickness. However, owing to the difficulties regarding uncertainties in the sample
geometry, it is not possible to make the comparison more quantitative.

o The experimental observations of magnetic field screening (i.e. seen by increasing f;)
with increasing film thickness on the NP films were relatively small for Pt oxide films
(since the samples have low conductivity - see fig. 6.40) compared to the Au films
(due to its high conductivity - see fig. 6.44). This behaviour resembles the theoretical

results observed in fig. 6.43, but again detailed quantitative comparison is not

possible.
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Figure 6.43 The variations of Afy/fy (screening) and Afs/fo (eddy current loss) with increasing
conductivity of a sample in a resonator where the magnetic field is maximum. Where Afo/fo,
stands for fractional frequency shift, Af, with respect to the resonant frequency, fo, and Afs/fo,
corresponds to the change of bandwidth, Af, of the resonator with respect to the resonant
frequency, fo, due to the presence of the sample. This graph has been directly copied from
section 2.9.1, where the in-depth resonator perturbation theory behind this graph can be
found.

Characterisations of different size of Au NP films conducted in the SDR bring forth the

following points:

o The results depict good repeatability over the three measurement sets with a
maximum standard deviation of 10%.

o The resonant frequency plotted in fig. 6.44 increases with the film thickness, when
screening occurs (i.e. the increase in frequency is proportional to the screened
volume). However, the screening on these NP films was relatively higher than the Pt
oxide NP films due to the highly conductivity of the samples, and closely resemble
the theoretical prediction as observed in fig. 6.43.

o O increases monotonically (see fig. 6.45) as the film thickness increases. This result
is unexpected, since the thickness of the film is much smaller than the microwave skin
depth (about ~ 150 pm at 10.3 GHz), leading to complete penetration of field into
film and leading to the bandwidth (f) increase due to the screening current, which is

also not observed experimentally (see fig. 6.46). However, these experimental results
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can also be explained using the above semi-quantitative theoretical model (see
fig. 6.43).

o It is obvious from the above fig. 6.43, that any material with higher conductivity, o
(i.e. 6 >> 100 S/m) will have decreasing bandwidth with increasing conductivity (or
film thickness), due to the very high screening current. A very similar trend has been
observed experimentally for the Au NP films as shown in fig. 6.46, where the

bandwidth of the resonator decreases monotonically due to the presence of the NP

films with the increasing film thickness.
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Figure 6.44 The resonant frequency of Au NP films as a function film thickness. Error bars
are estimated from the statistical average of at least three independent measurements.
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Figure 6.45 The loaded quality factor of Au NP films as a function film thickness. Error bars
are estimated from the statistical average of at least three independent measurements.
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Figure 6.46 The bandwidth of Au NP films as a function film thickness. Error bars are
estimated from the statistical average of at least three independent measurements.

6.5 Hydrogen Adsorption on Pt NP Films

6.5.1 Introduction

Size-controlled metal NPs are one of the outstanding candidates for wide ranges of
applications such as hydrogen fuel cells, the preparation of purity hydrogen, practical
hydrogen adsorbents, etc. Pt NPs can absorb a large amount of hydrogen [20]. Unlike Pt, Au
does not adsorb hydrogen when it is in contact with H, gas [21]. Since the proportion of
activated atoms on the surface increases with decreasing the size of the particles, greater
adsorption of hydrogen is expected with decreasing particle size [22]; this statement has
already being proved experimentally in section 4.4.5 (see table 4.2). It is also possible that the
NPs, physical properties are continuously changed on decreasing size [23], because the
electronic state and amount of adsorbed hydrogen should depend on their size. To the best of
the author’s knowledge, no systematic work has been reported on the changes of microwave
properties by means of hydrogen uptakes into metal NPs with diameter of several nm. Herein,
we study the microwave properties of synthesised Pt NPs by means of hydrogen adsorption
using the OCP technique.
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6.5.2 Experimental setup

In order to study the microwave properties of synthesised Pt NPs by means of hydrogen
adsorption using the OCP technique, a gas chamber is needed to flow the gas onto the OCP.
In accordance with the shape of the K-connector OCP, the gas chamber was fabricated on a
cubic brass block by cutting off a cylindrical cavity as shown in fig. 6.47, manufactured by
the mechanical workshop of Cardiff School of Engineering. The cylindrical cavity of the
fabricated chamber had a diameter of 15 mm and height of 9 mm. As shown in fig. 6.47, two
holes drilled in the top of the chamber are used to connect the inlet (i.e. connected to the H,
lecture bottle valve) and the outlet tubes. The experiment was setup as shown in fig. 6.48,
where a regulator (or manual control) was attached to the H; lecture bottle valve prior to its
the usage to (make sure the outlet of the control is closed prior to opening the lecture bottle
valve). Both the gas chamber and the OCP were held tightly by the four screws along with
the O-ring (i.e. air tight, thus minimising the gas leakage). In connection with the health and
safety, the H, gas flowing through the chamber on the NPs was collected through the outlet
tube attached to a beaker containing water (i.e. H; dissolved into the water is therefore not
exposed to the environment). Here, we have performed measurements on Pt NP films as a
function of film thickness for films composed of three different particle sizes. All
measurements are performed using a HP8753E network analyzer from 30 MHz to 6 GHz,
with the system calibrated to the connector plane AB using factory standards. The reflection
coefficient (Pmateriar) Of the Pt NP films upon exposure to H, gas was monitored using the
dynamic flow arrangement shown in fig. 6.48. The integrated PC of the VNA was used to run
Agilent IntuiLink connectivity software, which is a free connectivity software developed by
Agilent Technologies to gather the measurement (i.e. Sy;) data to PC. Initially few readings
were taken without the exposure of H; on the Pt NPs and followed by H; exposure until no
changes were seen in the Smith chart (i.e. Sy; data) of the VNA. The H, gas was exposed to
the Pt NP film for a minute, where most of the reductions of the Pt metal took place in the
first 40-60 seconds, resulting in permanently reduced Pt films. The raw data obtained from
this experiment were input into the same MathCAD program (see appendix V) that worked
out the sheet conductance as a function of films thickness. The DC conductance (G = 1/R;)
was measured by means of the DMM using the same setup mentioned in section 6.3.3 after
the H, exposure on the NP films. Three set of experiments were performed for the Pt NP
films and ten to fifteen measurements per each particle size were taken in each set, to bear out

the repeatability of results.
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The mean results for the three sets of experiments for the Pt NPs are depicted in table 6.8,
where the DC resistance and microwave conductance for different sizes of Pt NPs as a

function of films thickness are listed.

inlet tube
(connected to the -

H, lecture bottle) b outlet tube

iy

gas chamber

screw
(size - f’)BA) K-connector
O-ring OCP

Figure 6.47 Photograph of the gas chamber along with the K-connector OCP.
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Figure 6.48 Experimental set up for measuring the microwave properties of the Pt NPs as a
function of film thickness upon exposure to H; gas.
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Pt NPs Films Thickness DC Resistance Microwave
(um) (Ohm) conductance (S)
3 nm 5 17.63 £2.44 0.015 £ 0.001
10 8.16 £ 0.42 0.037 £ 0.004
15 5.53+£0.37 0.055 £ 0.002
20 4.16+0.18 0.069 + 0.006
25 3.87+0.06 0.076 + 0.006
6.9 nm 5 15.66 + 0.90 0.015 + 0.001
10 7.39 £ 0.05 0.041 £+ 0.001
15 491 +0.03 0.057 £ 0.001
20 4.15+0.12 0.071 £ 0.003
25 3.23+£0.13 0.097 + 0.006
8.6 nm 5 5.96 £ 0.04 0.047 = 0.002
10 4.51+0.13 0.071 £ 0.004
15 4.04 +0.22 0.088 + 0.004
20 3.58+0.25 0.133 £ 0.008
25 3.52+0.21 0.144 + 0.009

Table 6.8 shows the DC resistance and microwave conductance for different sizes of Pt NPs
as a function of films thickness after H, adsorption. All the measurements were made at a
temperature of 24 + 3 °C. The standard deviations are estimated from the statistical average
of at least three independent measurements.

Raw data after H, adsorption for the normalized reflection coefficient (calculated using
Eq. (6.4)) as a function of frequency for films of each size of particle are shown in fig. 6.49.
It is immediately apparent from this data that the films of the 3 nm, 6.9 nm and 8.6 nm
particles are highly conductive (i.e. data on the real axis of the complex plane), with film
conductance increasing with film thickness. However, all the particles (i.e. 3 nm, 6.9 nm and
8.6 nm) have large internal inductance which is approximately constant as the film thickness
increases, the data straying from the real axis as the frequency is increased, i.e. inductive
behaviour having positive reactance (i.e. above the real axis) as seen in fig. 6.49. The
existence of the inductance with increased film thickness is due the high density of

metal-metal contacts between the NPs.
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Figure 6.49 Reflection coefficient ratio (Eq. (6.4)) as a function of frequency for Pt NPs films
of particle size (a) 3 nm (b) 6.9 nm and (c) 8.6 nm. Each drop deposits a uniform film of
thickness approximately 5 pm. Measurements were taken from 30 MHz to 6 GHz. The trend

is shown in fig. 6.49 (a), which repeats for all plots.
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6.5.3 Analysis of Results

The internal inductance of the metal-metal contacts of the NPs film Y, = (Z)' = (R + joL)" is
computed from the reflection coefficient using the analysis of section 6.2. The resistance R is
converted into a sheet conductance G5 = 1/R; = ot = GlIn(b/a)/2n and the inductance L into a
sheet inductance Ls = 2n:L/In(b/a). As already noted, for the 3 nm, 6.9 nm and 8.6 nm Pt NP
films Ls » G, the behaviour is highly inductive (fig. 6.49), with G dependent on frequency
(figs. 6.50, 6.51 and 6.52, respectively). G, extrapolated to low frequency (Gy(0)) is
approximately proportional to film thickness ¢ (fig. 6.55). However, unlike the Pt oxide NP
films, the pure Pt NP films have enormously higher conductance (or conductivity). For the
latter it is found experimentally that the conductance increases with increasing particle size as
seen in fig. 6.55, due to the metal-metal contacts between the particles. It is noticeable that
8.6 nm cubic Pt NP films exhibit much higher conductance compared to the other spherical Pt
NP films (i.e. 3 nm and 6.9 nm). This result is as expected, as even though all three sizes of
Pt NPs have very good metal-metal contacts, the contact area matters. The cubic Pt NP films
have larger contact area (i.e. due to the facial contacts) compared to the spherical 6.9 nm and
3 nm NP films (i.e. due to the point contact), which enables the charge carriers (Pt conduction
electrons) to move freely between neighbouring particle states with significantly low
impedance between the cubic particles compared to those spherical particles. The dispersion
in the conductance takes place when the carriers are not free to move through the particles.
This motion is restricted by the size and the shape of the particles as well as the residues or
impurities on the particles. The calculated values of the ¢ for those Pt NPs are smaller
compared with the known value of 6 = 9.52 x 10® S/m for bulk Pt metal. The bulk material
has perfect connectivity of course, unlike these NPs which are not perfectly connected, but
have very good point contacts. This scales down the conductivity of these Pt NP films by a
factor of 10° compared to the bulk Pt metal. The mean results of the sheet conductance are
depicted in table 6.4. It is notable from table 6.4 that the repeatability of measurements is
much better (within 10% discrepancy). The slight variation in the results can be attributed to
the temperature variations over the course of experiments, agglomeration of NPs and non-

uniformity of the films formed by the NPs.
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Figure 6.50 Sheet conductance as a function of frequency for 3 nm Pt films after the H,
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Figure 6.51 Sheet conductance as a function of frequency for 6.9 nm Pt films after the H,
adsorption.
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The exposure to H, gas at room temperature resulted in irreversible changes in the
conductance of the Pt films. Fig. 6.54 shows that the DC film resistance decreases
exponentially with increasing film thickness for each particle size. A similar trend is observed
for the microwave measurement as shown in fig. 6.55, where the microwave conductance
increases approximately linearly with increasing film thickness. The conductivity of PtO,
increases when H; gas reacts with surface oxygen species, forming ionized oxygen vacancies
in the subsurface region, and releasing electrons trapped by the oxygen adsorbate. The
decrease in the microwave conductance with reduction in the particle size may be due to the
size effects. Also, the increase in particle boundary volume and the associated impedance to
the flow of charge carriers in small particle films will decrease the conductance. Both the DC
and microwave conductances of 6.9 nm and 8.6 nm Pt NPs were close to each other before
the exposure of the Hy, gas as shown in fig. 6.32. After the exposure of the H, on these NPs,
the conductance has changed drastically as shown in fig. 6.55. From this it could be
concluded that the conductance not only depends on the size of the NPs but also on the
structure of the NPs.
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Figure 6.53 Comparison between the sheet inductance of 3 nm, 6.9 nm and 8.6 nm Pt films
after the H, adsorption.

Fig. 6.53 shows the comparison between the sheet inductance of 3 nm, 6.9 nm and 8.6 nm Pt

NP films. Theoretically, the internal inductance (Lin) of a conducting film (where the skin
depth (8) << thickness of the film (¢)) with thickness #, width, w, and length / could derived as
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L

int

=u08—l— (detailed analysis is presented in appendix W), it is apparent from this
w

expression that the internal conductance is independent of the film thickness (). As it is
apparent from the above experimental results (see fig. 6.53), the internal inductance of all
three Pt NP films are approximately independent of the film thickness and increases with
decreasing film thickness due to the high density of metal-metal contacts between the
particles. Note that the 5 um thick film of 3 nm Pt NPs exhibits an unusual internal

inductance behaviour assumed to be due to the poor connectivity between the particles.
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Figure 6.54 The DC resistance as a function of film thickness for 3 nm, 6.9 nm and 8.6 nm Pt
films after the H; adsorption. Error bars are estimated from the statistical average of at least
three independent measurements.
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Figure 6.55 The extrapolated low frequency sheet conductance as a function of film thickness
for 3 nm, 6.9 nm and 8.6 nm Pt films after the H, adsorption. Error bars are estimated from
the statistical average of at least three independent measurements.
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6.6 Random Network Circuit Construction

The experimental microwave studies have shown that simple modelling based on random
network arrangement of NPs would provide a comprehensive description of electrical
properties of a microstructure of a real two-phase (i.e. conductor-insulator) composite
material system across a wide range of frequencies. The electrical response of large networks
of randomly positioned resistors and capacitors were initially, obtained using commercial
circuit simulation software [24, 25, 26]. There are many advantages of using these network
systems to represent material properties. Particularly, for bounded 2D square lattice networks,
equivalence transformations can be used to efficiently solve the system by taking the
advantage of the structure using the circuit analysis techniques originally devised by Frank
and Lobb [27], which is being used in this research. The R-C network represents a
microstructure that contains insulator contacts (the capacitor (C)) and conductive regions (the
resistor (R)). Similarly, the R-L network represents a microstructure that contains
metal-metal contacts (the inductance (L)) and conductive regions (the resistor (R)). These
networks have been useful in explaining the experimental observed behaviour of the material;
however the validity and accuracy of the results from these numerical models depend on the
accuracy of the assumption on which they rest. In this research, these simulation results of
the two network models have been used to support the results signatures observed from
microwave experiments for Pt and Au NP films. As discussed in section 6.3.1, the
experiments were carried out on different sizes of Pt oxide NPs films, which can be modelled
as a parallel R-C combination (i.e. where R represents the conductive region (i.e. Pt metal)
and C represents the thin oxide layer (or insulator) surrounding the Pt NPs as shown in
fig. 6.17). As discussed in section 6.5 and the latter part of section 6.3.2, where the
experiments were carried out on various sizes of pure Pt NP films and Au NP films,
respectively, these can be modelled as series R-L combination (i.e. where R represents the
conductive region (i.e. Pt/ Au metal) and L represents the internal inductance of the metal-
metal contacts of the particles (i.e. Pt/ Au particles)).

Fig. 6.56 shows an illustration of the construction of the random network circuits as an
equivalent electrical circuit model of the NP films, depending on whether it is Pt oxide NP
films (i.e. the R-C network) or pure Pt/ Au NP films (i.e. the R-L network). Analyses of their
electrical behaviour with frequency of both circuits were constructed using a MATLAB
program. The MATLAB script was originally written by Daniel Slocombe (PhD student,
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Cardiff School of Engineering) and suitably modified by the author. The MATLAB script
allowed a large number (225) of circuits to be produced quickly and efficiently. The script
had input variables for the circuit size (i.e. values of R and C, or R and L). In the R-C and
R-L networks presented in this research the values of the resistances, capacitances, and
inductances were the same values as obtained from the microwave experiments (see
appendix X). The MATLAB script constructed a network of components from its top left
corner (see appendix Y). All the vertical and horizontal components were placed with both R
and C in parallel (i.e. for Pt oxide films) or R and L in series (i.e. for Pure Pt and Au films).
The components were placed between ‘nodes’. The nodes can be visualised as a square grid/
lattice of dots. The script inserted R and C in parallel or R and L in series randomly between
these nodes with the values of the R, C and L being defined at the beginning of the
construction, which are those values obtained from the microwave experiments with a
random standard deviation. In all cases the frequency is varied from 1 Hz to 6 GHz, similar

frequency range analysed in the microwave experiment.

R-C network

R-L network

electrode 1

node

L

L

electrode 2
electrode 2

(a) (b)
Figure 6.56 Illustration of 5 x 5 random (a) R-C network and (b) R-L network. An example

of 5 x 5 random R-C network and R-L network is shown above, although the actual network
used in this research is much larger (15 x 15).
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6.6.1 Typical Response of the R-C Network

The following results are obtained for the case of Pt oxide NPs films for two different

compositions of resistors and capacitors, namely

i. In the case of 3 nm and 6.9 nm Pt oxide films where the sheet conductance (G; = 1/R)
is much larger than the sheet susceptance (Bs = oC), i.e. 1/R >> @C, with capacitance
is approximately zero.

ii. In the case of 8.6 nm Pt oxide films, where sheet susceptance is much larger than the

sheet conductance (i.e. ®C >> 1/R).

The frequency dependent admittance (¥ = G + jB) plotted is presented in figs. 6.57 and 6.58.
This data has been generated from the data of 255 individual network MATLAB simulations
for the combination of parallel R and C with a side length of 15 components. To understand
the plots emerging from these graphs, it is important to note that while the conductance (1/R)
is frequency independent, the susceptance (wC) increases linearly with frequency.
Considering the response of fig. 6.57, obtained for the above condition (i), where C = 0, it can
be seen that the admittance is independent of the frequency, as to be expected. Fig. 6.58 was
obtained for the above condition (ii), where the capacitive reactance dominates the resistor
value (i.e. in other word the values of the resistor and the capacitor are much bigger). The
variations (i.e. 1 drop, 2, 3, 4 and 5 drops) in the sheet admittance observed at low
frequencies in figs. 6.57 and 6.58 for the network is due to the different values of R (i.e. to
mimic the thickness of the film, where R decreases as the thickness increases). In contrast to
condition (i), Gs (1/R) is further suppressed and increases monotonically with frequency,
more rapidly above 100 MHz. The electrical characteristic of this R-C network is found to
closely resemble the microwave experimental results observed in figs. 6.19, 6.20 and 6.22,
and predicts the correct signature. These results are consistent with studies on these random
network materials, which can display the striking feature of universality, whereby the results
are largely independent of the exact details of the system, so long as the correct essential

features are represented by the model.
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Figure 6.57 Sheet admittance (Y) as a function of frequency representing condition (i), where
1/R >> oC, with capacitance (C) of approximately zero. This graph closely resembles the
sheet conductance obtained for 3 nm and 6.9 nm Pt oxide NP films from microwave

experiments.
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Figure 6.58 Sheet admittance (Y) as a function of frequency representing condition (ii),
where ©C >> 1/R, with the values of C and R are taken from experiments. This graph closely
resembles the sheet conductance obtained for 8.6 nm Pt oxide NP films from microwave

experiments.
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6.6.2 Typical Response of R-L Network

The frequency dependent admittance (Y = Z" = (R + joL)™) plotted as a function of R and L
is presented in fig. 6.59. The following result is obtained for the case of pure Pt and Au NP

films for the following composition of resistors and inductors.

i. In the case of Pt (i.e. 3 nm, 6.9 nm and 8.6 nm) NP films after the H, adsorption and
Au (i.e. 16.5 nm and 24.8 nm) NPs film, where in both instances the sheet inductance

(L) is much larger than the sheet conductance due to the metal-metal contacts,
i.e. oL>> 1/R.

Similar to R-C network model, fig. 6.59 has been generated from the data of MATLAB
simulations of 255 individual networks with unit cells composed of series R and L with a side
length of 15 components (i.e. series R and L). Consider the response of fig. 6.59, obtained
from the above condition (i), where L varies from 0.5 nH to 3 nH (see appendix X). The
variations (i.e. 1 drop, 2, 3, 4 and 5 drops) in the sheet admittance observed at the low
frequencies in fig. 6.59 for the network is due to the different values of R (i.e. to mimic the
thickness of the film, where R decreases as the thickness increases). The electrical
characteristic of this R-L network is found to closely resemble the experimental results

observed (figs. 6.50, 6.51 and 6.52), and predicts the correct signature.
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Figure 6.59 Sheet Admittance (Y) as a function of frequency representing condition (i),
where oL >>1/R, with the values of R and L are taken from the experiments. This graph
closely resembles the sheet conductance obtained for Pt and Au NP films from microwave
experiments.
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6.7 Chapter Summary

This chapter presents a novel technique that has been developed to perform broadband
characterisation of Pt and Au NPs films composed of different sizes of particles. The
implementation and validation of a full aperture admittance model (i.e. capacitive) for the
miniature open ended coaxial probe (OCP), by carrying out experiments on several different
dielectric materials including low, medium and high permittivity materials. Initially,
electrical properties (i.e. conductivity) of Pt oxide particles were investigated using an OCP.
Smaller Pt particle films (i.e. 3 nm and 6.9 nm) exhibit a frequency-independent, metal-like
response, which is predominately conductive in nature, increasing approximately linearly
with increasing film thickness, albeit with a massively suppressed conductivity compared to
the bulk Pt metal (factor > 10°) due to the inter-grain contacts between a thin oxide layer
surrounding the individual particle, which acts as a capacitor. Films of larger Pt NPs (i.e.
8.6 nm cubic) have even lower conductivity; this can be understood qualitatively since
although there is now a larger area of inter-grain contacts compared to the smaller particles
(i.e. 3 nm and 6.9 nm spherical), due to the shape of the particle (i.e. cubic), the contact
resistance will increase as the particle size is increased due to the presence of an oxide layer
surrounding the particles and also there will be fewer contacts, the latter being the over-riding
factor. Similarly, investigations were carried out on Au NPs films of different sizes followed
by the surface modification of Pt NPs by means of hydrogen (H;) gas adsorption. Unlike the
Pt oxide NPs films, this time the Pt NP films after the H, adsorption and the Au NPs films
were formed with metal-metal contacts, where the area of the inter-grain contacts between the
particles are big for bigger particles and small for smaller particles. This allows conduction to
take place more easily in the bigger NPs films compared to the smaller particle films. This
eventually results in larger conductance in larger NPs compared to the smaller NP films, with
conductance increasing approximately linearly with increasing thickness of the films for both
types of particles (i.e. Pt and Au), albeit with a massively suppressed conductivity compared
to the bulk Pt metal (factor > 10° ) and Au metal (factor > 10%) as expected. Pt NP films after
the H, adsorption exhibit much higher sheet conductance (Gs) compared to the Pt oxide NP
films, with highly suppressed by the internal inductance due to the high density of the metal-
metal contacts. The extrapolated sheet conductance at low frequency (i.e. G(0)) of those
films is approximately proportional to the film thickness, and in the latter it is observed that

the conductance increases with increasing particle size due to the metal-metal contacts
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between the particles. Pure Pt NP films exhibit thickness independent internal inductance
behaviour, which is supported by the theoretical prediction.

Single frequency measurements were carried out on Pt NP films (i.e. particles surrounded
with oxide layer) and Au NPs films using SDR. The results of Pt oxide and Au films
resemble the theoretical resonator perturbation model observed in fig. 6.43, and predict the
correct signature with increasing film thickness. However, owing to the difficulties regarding
sample geometry, it is not possible to make the comparison more quantitative. Finally, the
results obtained from the microwave studies for the Pt oxide, pure Pt and Au NP films were
theoretically supported with a simple modelling based on random R-C and R-L network

arrangements, which closely resemble and predict the correct signature.
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CHAPTER 7

CONCLUSIONS AND RECOMMENDATIONS

7.1 Conclusions

A chemical method has been used for the synthesis of different sizes of Pt and Au NPs
because it has high control over particle size and the shape, has low cost, reproducibility and
involves a simple reaction process. Moreover, in most of the synthesis process, the
precipitated NPs could be cleaned very easily by removing the chemicals involved in the
synthesis process. The cleanliness of the synthesised NPs was checked by the cyclic
voltammogram (CV). The NPs were then characterised by a transmission electron

microscope (TEM) from which the structure and the size of the NPs were determined.

In this thesis, we have presented a practical and novel miniature coaxial probe technique for
convenient, fast, accurate measurement of synthesised NP films. Both the probe aperture
admittance models (i.e. capacitive and variational models) and the measurement system have
been described in great detail. The accuracy and the robustness of these aperture admittance
models for the open ended coaxial probe (OCP) were investigated in detail by carrying out
experiments on several different dielectric materials including low, medium and high
permittivity materials. The measured data are found to be in very good agreement with the
published data. In terms of the validation of these models, the capacitive model seems to be
simple, robust and reliable admittance model for the characterisation of a wide range of
dielectric materials, with discrepancies less than 3% for €; and 7% for &; over the broadband
frequency ranging from 30 kHz to 6 GHz. There are numerous benefits of this OCP technique

over the other methods, namely, in-situ (or contactless), broadband measurement, convenient,

fast, non-destructive and ease of sample preparation.

It was found that the slight differences between the Debye model and the capacitive model
are due to the uncertainty of the Debye parameters of the test liquids obtained from the
literature, water adsorption and other contamination from the atmosphere, temperature
variations during the course of the experiment, freshness (i.e. liquids from the sealed bottles

are not used) and the purity (e.g. % water content in the liquids) of the liquids. Taking all
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these into account in future projects would not only decrease the discrepancies between the

Debye and the capacitive models but also increase the accuracy of the capacitive model.

One of the biggest contributions of this work has been the development of an actual 3D full
wave K-connector OCP using the commercially available Ansoft High Frequency Structure
Simulator (HFSS) software. It turned out to be enormously challenging — especially due to
the limited availability of the catalogue data for the K-connector. The 3D full wave
K-connector OCP model further validated the aforementioned capacitive model very
accurately. Nonetheless, it turns out to be a very accurate and robust 3D full wave model for

the characterisation of any dielectric materials.

The OCP is used to characterise the dielectric properties of materials via reflection
measurements. The deduction of complex permittivity of material from the reflection
coefficient (i.e. Sy;) data is made by assuming that the aperture of the probe/ material
interface is described by a simple empirical model. Such models are not universally valid. In
the last phase of this research, a novel universal model has been proposed for individual
OCPs (i.e. K-connector, RG-405, RG-402 and SMA OCPs) based on the 3D full wave
models by mapping the complex admittance (Y1) obtained from the simulation onto the
complex permittivity (g; and &;) plane. This enables us to determine the properties of any
unknown material more accurately below a certain frequency limit (i.e. the frequency limit

varies with the dimensions of the probe).

It has been demonstrated that the OCP can be used for measurements of microwave
properties of NP films composed of different sizes. The microwave conductivity (or ac
conductivity) of the Pt oxide NP films was studied as a function of frequency and films
thickness. The films show a wide range of conductivities, when the conductivity starts to
increase as the particle size decreases, the films exhibit a frequency-independent, metal-like
response which is predominately conductive in nature, increasing approximately linearly with
increasing film thickness, albeit with a massively suppressed conductivity compared to the
bulk Pt metal (factor > 10%). This is due to the inter-grain contacts of thin oxide layer
surrounding the individual particles, which acts as a capacitance between the particles, where
the contact area between the NPs depends on the metal particle shape and size. The DC
conductance of this Pt oxide NP films exhibits a similar trend as for the microwave
conductance, however, the conductance values were very much greater at DC than at

microwave,
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The Au films of the 16.5 nm and 24.8 nm particles are highly conductive, with film
conductance increasing with film thickness. However, both sizes of particles have significant
capacitances which decrease and eventually turn into considerably large inductances when
the film thickness increases. The increased inductance with increased film thickness is due

the high density of metal-metal contacts between the NPs.

Pt NP films after the H, adsorption exhibit much higher sheet conductance (Gs) compared to
the Pt oxide NP films, with highly suppressed by the internal inductance due to the high
density of the metal-metal contacts. The extrapolated sheet conductance at low frequency
(i.e. G4(0)) of those films is approximately proportional to the film thickness, and in the latter
it is observed that the conductance increases with increasing particle size due to the metal-
metal contacts between the particles. Pure Pt NP films exhibit thickness independent internal

inductance behaviour, which is supported by the theoretical prediction.

Single frequency measurements were carried out on Pt NP films (i.e. particles surrounded
with oxide layer) and Au NPs films using SDR. The results of Pt oxide and Au films compare
well with the theoretical resonator perturbation model described in section 2.8.1, and
predicted the correct signature. However, owing to the difficulties regarding sample

geometry, it is not possible to make the comparison more quantitative.

Finally, the results obtained from the microwave experimental studies for the Pt oxide, pure
Pt and Au NP films were theoretically supported with a simple modelling based on random
R-C and R-L network arrangements, which closely resembled and predicted the correct

qualitative signature.

7.2 Recommendations

The measurements in this research were conducted in a non-constant temperature
environment, which was found to affect the accuracy of results obtained. Although variations
in ambient temperature over the course of the experiment were monitored, its influence on
the obtained results was not determined because the recorded temperature did not represent
that of NPs films. It is thus recommended for future projects that such experiments are carried
out in a temperature controlled environment to enhance the better reproducibility of the
results. It is also recommended to carry out experiments on the NP films by varying the

temperature of the sample (e.g. using a oil bath (uniform temperature distribution)) by having
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a set-up shown in fig. 7.1 and monitoring the variation as close as possible (e.g. using

thermocouple) so as to establish temperature dependent electrical properties.

screw shield

(1)

O-ring NPs film

connect to VNA  oonnect the centre conductor
of the probe to the thermometer
just before connecting to VNA

(1), (2) and (3) were |
held tightly with these (| |
four screws and O-rings \

4 immerse into
oil bath

Figure 7.1 Experimental setups for the temperature dependent electrical properties of NPs
films.

Depositing the NPs directly onto the aperture of the OCP or onto the sapphire puck of the
SDR using a micropipette forms a slightly non-uniform thickness of film. Since the
thicknesses of the films are very important in the electrical characterisation of NP films, it
thus recommended for future projects that depositions are carried out using a spin coater
which would form a uniform thin film. Alternatively, rather than using the chemical methods
for the synthesis of NPs, physical methods such as the sputter deposition technique can be
also used to form a uniform film thickness of NPs. Even though the film thickness can be
controlled using the sputter deposition, however, it has drawbacks such as being expensive,

time consuming, producing impure samples, and unable to achieve smaller particles sizes

(e.g. 3 nm).

It was found out that the slight differences between the Debye model and the capacitive
model are due to the uncertainties of the Debye parameters of the test liquids obtained from

the literature, temperature variations during the experiment and also due to the preparation
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and handling of these liquids. Apart from the uncertainty of the Debye parameters of the test
liquids, the discrepancies between the Debye and the capacitive models can be further
minimised by giving consideration to the preparation of test liquids prior to measurement.
The following precautions need to be taken for an accurate measurement, (i) precautions such
as the prevention of water adsorption and other contamination from the atmosphere, (ii) it is
adequate (and certainly more practical) to use a fresh bottle of a high-grade liquid obtained
directly from the manufacturer, (iii) taking measurements in a temperature controlled (or
constant temperature) environment. Taking into consideration of all these precautions would
not only decrease the discrepancies between the Debye and the capacitive models but also

increase the accuracy of the capacitive model.

The universal models of the OCPs have been developed based on the complex admittance
data obtained from the developed 3D full wave models. The accuracy of the universal models
can be further enhanced by simulating the models at individual frequencies ranging from
100 MHz - 4 GHz, intervals of 100 MHz. The frequency interval could even be reduced to
50 MHz as the size of the probe increases (i.e. it was found out from the simulations for
different sizes of probes that the optimum diameter of the probe falls with increasing
measurement frequency). This would eventually increase the simulation time enormously
(e.g. due to the number of mesh elements), but it is worth performing this simulation in future

to improve the accuracy of the universal models of the probes.

The sensitivity of the OCP fails as the number of nanoparticles per drop reduces (i.e. diluting
the sample to a fewer NPs), since this does not cover the whole aperture of the probe
completely. This issue could be overcome by using a microstrip transmission line as a
resonator by having a slot (or gap) on the transmission line where it resonates at quarter
wavelength as shown in fig. 7.2, mounted on H-block. This enables to study the microwave
properties of intra-particles by depositing fewer NPs into the gap of the resonator, whilst
controlling the gap size of the resonator to enhanced the sensitivity of the measurement for
fewer NPs. A trial was conducted on a very small droplet of ultra pure water (since the NPs
are suspended in water) into the gap of this resonator. It turned out to be enormously
challenging task to get the droplet into the gap due to the high surface tension of water. This
issue could be resolved by drilling a small hole through the gap on to the substrate and carrier
plate (gold plated) and connecting a high pressure tube and using a vacuum pump to evacuate

the gap, enabling the fluid to flow into the gap. Once this issue has been resolved this would
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be a very sensitive technique for the measurement of the microwave properties of small

particles. This could be carried out in future work on the subject.

deposition of
few NPs

strip line
(gold)

T T T 7 e

" carrier plate substrate
(gold platted) (alumina)

Figure 7.2 Photograph of the microstrip resonator set-up mounted on H-block, where NPs are
deposited directly into the gap, with negligibly small air gap.

A further miniaturised K-connector coaxial probe as shown in fig. 6.3 has been fabricated to
use as a sensitive sensor for the microwave-electrochemical study. The same K-connector
reported in chapter 6 has been used to fabricate and assemble miniature OCP with brass
flange of diameter 9 mm. The reason why the flange size had to be reduced to 9 mm diameter
was to enable it to fit into the electrochemical cell. The initial phase of this project was to
coat the end of the probe with thin gold film to avoid corrosion of the brass when it was
in-contact with H,SO,. Coating the probe with a thin gold film was carried out as shown in
fig. 7.3 using the BAL-TEC SCD 005 Sputter Coater. Then a trial was carried out using this
miniature probe to obtain a cyclic voltammetry profile of NaCl solution as shown in fig. 7.4,
and the result was not to as expected (i.e. the result shows corrosion of brass). This issue
could be resolved by having a thicker film of gold. Once this issue has been resolved this
technique could be a sensitive sensor for the microwave-electrochemical study. This could be

carried out in future work on the subject.
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Figure 7.3 Photograph of a Sputter Coater.
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Figure 7.4 Experimental set-up for characterisation of NaCl.
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Abstract — The electrical properties of platinum (Pt)
nanoparticle films have been investigated experimentally using a
microwave coaxial reflectance probe up to 6 GHz, for films
composed of 26 nm and 11 nm particles. Larger particle films
exhibit a conductive response, but with conductivity hugely
suppressed (by a factor of > 10%) compared to bulk Pt. Smaller
particle films exhibit an even greater suppression of conductivity
and a predominantly capacitive response above 1 GHz. The over-
riding factor in reduced conductance for smaller particles is the
inter-grain contact resistance, which increases rapidly as particle
size reduces.

Index Terms — Metal nanoparticles, microwave coaxial
reflectance probe, electrical conductivity, reflection coefficient,
capacitance, admittance.

I. INTRODUCTION

METAL nanoparticles offer enormous promise as functional
units for the development of sensors, photo-
electrochemical and general nanoelectronic devices due to
their ease of synthesis and stability [1]. However, they exhibit
unconventional properties and functionalities which differ
significantly from those of the bulk parent metals, with the
intriguing possibility of a size-induced metal insulator
transition [2] when the number of atoms N in a metal cluster
becomes small enough for the Kubo gap 84 = Er /N to be

comparable with the thermal energy £7. The Fermi energy for
platinum (Pt) is E; =8.8¢V and its unit cell volume is 0.022

nm’, so the associated critical volume of Pt clusters is about
1.4 nm’ at room temperature, increasing to 5.8 nm’® at 4.2 K.

The direct measurement of the electrical conductivity of
metal nanoparticles presents a key challenge and necessitates
the use of innovative experimental techniques. There have
been numerous reports of four point resistance measurements
of nanoparticle films at low frequencies [3], and in situ
resistance measurements of nanoparticle gold suspensions
within a solvent [4]. More recently, broadband spectroscopy of
nanoparticle metal colloids has been reported up to microwave
frequencies using a commercial coaxial reflectance probe [5].
Here, we present broadband microwave measurements of
platinum nanoparticles at room temperature using a novel,
miniature coaxial probe, which offers a simple and convenient
means of probing their electrical properties. We have
performed measurements of Pt nanoparticle films as a function
of film thickness for films composed of two nanoparticle sizes
(26 nm and 11 nm, detailed in Section III).

II. COAXIAL PROBE TECHNIQUE

The coaxial probe technique has been established over the
last 20 years as a standard tool for evaluating electrical
properties in the microwave frequency range [6]. It involves
termination of a short length of flanged coaxial transmission
line with the material under test, followed by measurement of
the reflection coefficient p at the interface with the material. A
schematic diagram of the coaxial probe used in our studies is
shown in Fig. 1, based on an Anritsu K-connector (here
K102F), which has an inherent bandwidth from DC up to 40
GHz. The connector’s glass bead provides a convenient
coaxial aperture, which can be ground flat, polished using fine
emery paper, and cleaned easily for film removal. All
measurements are performed using a HP8753 network
analyzer from 1 MHz to 6 GHz, with the system calibrated to
plane AB using factory standards.

Nanoparticle films are deposited on the aperture prior to
their measurement (see Section III). The system is calibrated to
the connector plane AB using the simple model shown in Fig,
2. The probe’s reflection coefficient is first measured at plane
AB with no sample present (p, ), and then with the sample
(pm). The electrical length L (and associated losses) between
AB and sample plane AB’ is removed by calculating

Pm _(1—20)'] (1+ZOYO)= p "
Pmo \1+ZoY J\1-2,Yy ) pg
where Y and Y, are the aperture admittances with and without
the sample, respectively, and Z, =50Q; p and p, in (1) are
then the reflection coefficients at the sample plane AB’ with
and without the sample, respectively.
There are a number of models for calculating the probe

aperture admittance, the simplest using a quasi-static approach
[7] which results in the approximate admittance

Y ~ jCyo+ JC0° +Cya* + Oo’) @

when air terminated, the coefficients C,, C,, efc., being
derived analytically in terms of the aperture geometry.
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Fig. 1. Schematic diagram of the coaxial reflectance probe.
Platinum films are deposited directly onto the aperture, with
negligibly small air gap.
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Fig. 2.  Simple lumped circuit model for the aperture together with
the sample, the latter providing a shunt admittance Yy = G + jB.
Without the sample the aperture approximates to a lumped circuit
capacitor C.

For our probe the inner and outer radii are ¢ =150pum and
b=800um , respectively, and so b—a~A/40 at 6 GHz
(here A is the probe wavelength, assuming €, 4 for the

silica of the glass bead). Hence the aperture remains
electrically small over our full range of measurement
frequencies and we model the probe as a lumped element
capacitor C, when no sample is present (i.e. ignoring all other

terms in (2)), and a parallel combination of C, and sample
admittance ¥; when the sample is present (see Fig. 2). The
capacitance of the unloaded probe is, from (2)

Yy 8eq(a+b)E(m)-1) o Aab

€= ™ (mora)P P

3

where E(m) is the complete elliptic integral of the second
kind. For our probe m =0.532 and C, ~ 8.03fF.

To validate this experimentally we performed separate
measurements with the probe dipped into pure methanol and
ethanol. Assuming that in this case Y ~ jweC, , fitting the

experimental data to the standard Debye equations for the
complex relative permittivity & for both polar liquids yields
C, =8.2+0.5fF, in close agreement with the value calculated

from (3). Hence, in what follows we assume that C, = 8fF .

Having found ¥ » joC,, it is straightforward to invert (1) to

find the admittance Y at the plane AB’ when the sample is
present, from which the sample admittance contribution Y; is

found using Y, =Y — joC, (see Fig. 2).

II1. EXPERIMENTAL RESULTS

Pure platinum nanoparticles were produced by two methods.
Large spherical particles were produced by hydrazine
reduction of Pt metal precursors, of resulting diameter
26+ 4 nm (as measured by SEM, see Fig. 3). Smaller, cubic
particles (of dimension 11+1nm) were produced using the
method of Rampino and Nord [8] and Henglein et al. [9]. The
surface cleanliness of both sets of nanoparticles was confirmed
by cyclic voltammetric profiling and they were stored in ultra
pure water at the same volume concentration (i.e. 3.15 x 10"
and 1.04 x 10" nanoparticles per pl for the large and small
particles, respectively). Particle-loaded water droplets of
volume 6 pl were deposited directly onto the coaxial aperture,
followed by thorough drying. Each water droplet was found to
deposit a uniform film of approximate thickness 5 um for both
sizes of particles, covering the whole of the aperture. A
maximum of 5 drops were deposited for each particle size,
thus forming films of overall thickness up to around 25 um.

Raw data for the normalized reflection coefficient
(calculated using (1)) as a function of frequency for films of
each size of particle are shown in Fig. 4. It is immediately
apparent from this data that the films of the 26 nm particles are
predominantly conductive (i.e. data on the real axis of the
complex plane), with film conductance increasing with film
thickness. However, films of the 11 nm particles are much less
conductive and have a significant (capacitive) susceptance, the
data straying from the real axis as the frequency is increased.
Note that the thinnest film of the 26 nm particles has a very
small susceptance, which decreases with increasing film
thickness, but this is dominated by conductance and is
therefore assumed to be zero to within experimental error.

Fig.3.  Scanning electron microscope (SEM) photograph of a film
of the 26 nm platinum particles.
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Fig. 4.  Reflection coefficient ratio ((1)) as a function of frequency

for nanoparticle films of particle size 26 nm (upper graph) and 11 nm
(lower graph). Each drop deposits a uniform film of thickness
approximately 5 um.

IV. ANALYSIS AND DISCUSSION

Film susceptance Y, =G+ jB is computed from the
reflection coefficient using the analysis of section II. The
conductance G is converted into a sheet conductance
G, =ct=GIn(b/a)/2n and the susceptance B into a sheet
susceptance B, = BIn(b/ a)/ 27 . As already noted, for the 26
nm Pt nanoparticle films G, >> B,, with B, approximately
zero within experimental error up to 6 GHz; thus the behavior
is predominantly conductive (Fig. 5), with G, approximately
independent of frequency apart from a slight upturn above 3
GHz. G, extrapolated to low frequency (G,(0)) is
approximately proportional to film thickness ¢ (Fig. 6), from
which a conductivity o~ 65 S/m is found, compared with a
value of o~10" S/m for bulk Pt metal. The analysis of
Section II assumes that the film thickness is much less than the
skin depth, an assumption which is justified when dealing with
such low values of conductivity. Similar data for the 11 nm Pt
nanoparticle films are shown in Figs. 7 and 8. In contrast to the
data for the 26 nm particles, (i) G, is further suppressed and
increases monotonically with frequency, more rapidly above
100 MHz, (ii) G,(0) no longer varies linearly with film
thickness, instead increasing more rapidly for thicker films,
and (iii) there is large sheet susceptance (Fig. 9), comparable
in magnitude with G, above 1 GHz, which varies
approximately linearly with frequency. Hence, B, can be
converted into sheet capacitance C, ~ B, / ® =¢€,€,¢, which
itself varies approximately linearly with film thickness ¢ (Fig.
10). The associated real permittivity is very large (g, ~ 800 ).
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Fig. 5.  Sheet conductance as a function of frequency for 26 nm Pt
films.
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Fig. 6. The extrapolated low frequency sheet conductance as a
function of film thickness for 26 nm Pt films, giving a conductivity of
65 S/m .
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Fig. 7. Sheet conductance as a function of frequency for 11 nm Pt
films.
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V. CONCLUSIONS AND FUTURE WORK

We have performed broadband characterization (1 MHz to 6
GHz) of platinum nanoparticle films composed of two sizes of
pure particles (26 nm and 11 nm). Larger particle films exhibit
a frequency-independent, metal-like response which is

predominantly conductive in nature, increasing linearly with
increasing film thickness, albeit with a massively suppressed
conductivity compared to the bulk Pt (factor > 10%). Smaller
particle films have even lower conductivity; this can be
understood qualitatively since although there is now a larger
density of inter-grain contacts, the contact resistance will
increase rapidly as particle size is reduced, the latter being the
over-riding factor. Small particle films have a sheet
conductance which varies nonlinearly with film thickness,
which is also frequency dependent above 1 GHz. Linked to
this is a large susceptance, resulting in a sheet capacitance
which increases approximately linearly with film thickness.

The combination of the suppressed conductance and
enhanced capacitance for the small particle films is expected
for particles of size less than around 2 nm as they enter the
regime for the size-induced metal insulator transition, but is
unexpected for particles as large as 11 nm. In the future we
plan to measure Pt films made from a wider range of
nanoparticle sizes (particularly for sub 11 nm particles), and
extend these measurements to other metals such as gold. We
will also study the effects of surface modification (e.g. by
hydrogen adsorption) as a means of understanding the role that
inter-grain contacts plays in these measurements.
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APPENDIX A: Two-Port Resonator Analysis with Asymmetrical and
Symmetrical Coupling

1. Asymmetrical Coupling

A A it ‘
| v=mdi/c{t v=jwmi {
=jwmi | A
l' A
. m

() (b)

Figure Al The polarity of the voltage induced in the secondary coil is positive when current
is flowing in a clockwise direction in the primary, as shown in (a) whereas the same current
flowing in the same direction in the secondary coil induces a voltage of equal magnitude but
opposite polarity in the primary, as illustrated in (b).

It follows from above that the equivalent circuit of a resonator at resonance, with induced

voltage polarities, would be as depicted in fig. A2.

Resonator

|
| |
i 1
| !
! |
i |
I I

|
I
|
I
|
I

|
I
|
I
I
|
I

m
-jwmi, Jjwmi, -jwmi, Jjwmi,

m

Figure A2 Equivalent circuit of a two-port resonator at resonance. Note the polarities of
voltages induced in the input, resonator, and output circuits.

Now, the voltage/current equations for the three circuits of fig. A2 can be written as below

[1,2]:
Input Circuit:

v, +v, =—jomi,, (A.1)
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vt -V =iZ, (A2)

Output Circuit:

+ . . m + -
v," = jom,i, =—-—2(v1 +v, )
m
. _ (A3)
ie S,= —ﬁ(l +8y,) (using the definitions of S, = X{— and S”=X‘T]
m 1 v

. v, m, o . _
io=—2 = v,h+v, ). A4
1= =T (W) (A4)

Resonator Circuit:

jomji, + jomyi, =i,R. (A.5)

Since i, =—Z—1—(vl+—v,") (from Eq. (A.2)) and i, =- ’”; (vi*+v") (from Eq. (A4)),

0 ms,

Eq. (A.5) can be rewritten as

. . 2 .

jom ( . N jomy, . N JR, . _

—Llv'-v, |- v ity ) =—(v, +v A.6

Zo(l 1) Zom,(' 1)mm](1 1) (A.6)
+ - + - Z,R + -
oom? (vl -V, )— m,’ (vl +v, ) = 032 (v1 +v, ), (A7)
2_2 mZm 2
Since g, = L and g, = R22 (coupling coefficients)
0 0

—> & (I_Sll)_g2(1+Sll)=(1+S11)

. S“ =g1_g2_1
gl+g2+1 (A.8)
and
—-g -1
S22=g2 &1
g +g+1
From Eqgs. (A.3) and (A.8) S can be written as
Mg o148, =1+528 1 28
m, g+g+l g +g,+1 A9)
S =___’n_2 zgl =_ z\lg]gZ '
2 m\g+g,+1 g +g,+1
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Therefore,

2
S, =—N&& (A.10)

l_1"'81"'g2 .

Off Resonance Scenario:

However, at a point off resonance the resonator impedance would not be purely resistive. To
examine this, let ® = oo + Aw, where Aw is very small. The resonator impedance (Z) can now

be derived for this off resonance situation, starting from Eq. (3.1) of chapter 3 as below:

Z=R+ jolL|1-
J ( mzLCJ

2_ 2
=R+ij(‘° 2o J
(0]

(A.11)

since @g? = 1/LC. Now @ - @¢® = 0o’ (1 + Aw/mo)? - 0¢* = 20Ae for small o [1]. Therefore,

Z~R+2jLAw
. (A.12)
~ R+2jLoyx

Ao o-0, .. . ) o
where x=—= . Given that the unloaded quality factor of the series RLC circuit is

®, ®,

o, L )

0, = R [1], Eq. (A.12) can be rewritten as

Z=R(1+2j0,x) (A.13)
It follows that S, at a point slightly off the resonance can be found by

Let R — R(1+2/0,)
& (1-S)-& (1+58,)=(1+2/Q,)(1+S,) (A.14)
_&~& _(1+2jqu)

1+gl +g2 +2jqu

Mg b}

Furthermore, from Eq. (A.10) S>; can be written as

-2/8:8; (A.15)

B 1+g,+g,+2jOx

S21
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2. Symmetrical Coupling

At resonance:

In this research the coupling loops were made nearly identical to ensure symmetrical
input/output couplings (i.e. m =m; = m,). Because of the symmetrical coupling they have
the same coupling coefficients (i.e. g =g; = g,); therefore, from Eq. (A.10) S;; at resonance

can be written as

s, =-—28 (A.16)
1+2g

Additionally, from Eq. (A.8) S;; at resonance can be written as

1
S, =- A7
1 1+2g ( )

where the coupling coefficient g = w’m*/RZ,

Off Resonance Scenario:

From Egs. (A.14) and (A.15) S1; and S3; can be written, respectively, as follows:

_ —(1+250,x)
1+2g+2j0.x

11

(A.18)

_ —2g
1+2g+2j0,x

21
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APPENDIX B:

Debye Model

Set

therefore,

from Eq. (B.1),

therefore,

x2 —(SS +8°0)

1 xX—g
1+u2 e, ¢
u=—2
x—g

o0

_ _ Yy
y—(ss & ) xX—¢
o0
2
(x—s )+ Y ¢ —¢
o0 X—¢€ S o0
o0

x+y2 =-€¢&
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Detailed Derivation to Obtain the Locus of g&(®) in the

(B.1)

(B.2)

(B.3)

(B.4)

(B.5)



i.e.

(B.6)
_1. 2.1 1.2
=4€ +2sssw+4ss €E
Therefore,
2 2
_1(e _ 2_1(, _
[x 2(8S 800)] +y —4(as eoo) B.7)

The above Eq. (B.7) is in the form of (x —x, )2 +(y-, )2 =R?,i.e.itmapsouta
circle

ce =1 -
centre at: g = 2(8s+8°0), g, =0

radius: %(SS - aoo)

The circle passes through points:

Hence, the Cole-Cole plot (i.e. plot of € on the complex plane as frequency varies)

looks like

Im(e)

5 )

wT>1 N wT>1

Re(e)

€0 €q

Figure B1 Cole-Cole plot of € on the complex plane as  varies.
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APPENDIX C: Detailed Procedure of Synthesis of Pt NPs (3.0 nm)

C1: Preparation of 10 ml 0.1 molar (M) of Pt solution from a concentrated H,PtClg
solution

NOTE: In the synthesis process of different sizes (8.6 nm, 6.9 nm and 3.0 nm) of Pt NPs,
7.5 x 107 moles of this noble metal were prepared.

. The molecular weight (Mw) of Pt is 195.078 g/mol (see periodic table, appendix D).
Therefore, for

10ml 0.1 M H,PtClg 9.511 ml H,0

0.1 528
L

><(10><1O‘3)L—)10’3m01

II. Since the Mw of Pt is 195.078 g/ mol, therefore,

1mol — 195.078 £ 25 ml

+10" mol 10 mol x195.078 &/ Ty
mol

=0.195078 g of Pt needed 10ml 0.1 M of H,PtCl,

(9.5111 ml H,0 + 0.7819 g of HP(CL,)
[II. Since the mass percentage of Pt on the concentrated
H,PtClg solution is 24.95%

.. The effective Pt needed = e g of H,PtCl, needed
24.97 -
100

=0.7819 g of H,PtCI,

IV. Therefore, to prepare 10 ml 0.1 M Pt solution, the effective Pt needed is 0.7819 g of the
concentrated H,PtClg solution, the remainder being H,O. How do we determine the
amount of H,O needed to add to make the total volume of 10 ml?

Step 1
o First place the HyPtCls container on the scale and make the scale to zero g.
o Then take 1 ml of H,PtClg from that container and note down the weight (say X g).

o X=1.5993 g (for 1ml of HyPtCle)

L ml 07819g=Yml
o 1.5993 ¢
- Y=0.4889 ml
o Therefore the amount of H,O needed to prepare 10 ml = 10 ml — 0.4889 ml

=9.5111 ml of H,O needed
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o For this calculation we have assumed that the volumes are additive.
Step 2

o Finally add 9.5111 ml of H;O to the 0.7819 g of the concentrated H,PtClg
solution to prepare 10 ml of a 0.1 M Pt solution.

C2: Calculations of the Reagents Needed for the Synthesis of Pt NPs (3.0 nm)

Platinum nanoparticles (diameter of 3.0 nm) were obtained by reduction of H,PtCls with
hydrazine using water-in-oil micro-emulsions of water / polyethyleneglycol-dodecylether
(Brij®30) / n-heptane. The synthesis was attained by mixing equal volumes of
micro-emulsions that have the same water to surfactant molar ratio and the same surfactant
concentration.

Inverse Micelle

Hexagonal ’

Sdrfactant

Bicontinuous
Cubic

Uni- or
Muiti-Lamellar
Vesicles

L& - .-
) & C} -
& _* Bicontinuous

Microemulsion
Figure C1 Scheme of the different structures in a ternary water/ surfactant/ oil system.

When mixing with the water (H,O), the oil (n-heptane) and the surfactant (Brij®30) the
system reaches equilibrium. That equilibrium will depend upon the amount of water, oil and
surfactant. For different oils and different surfactants, the equilibrium is different. Fig. C1
represents a scheme of a micro-emulsion system of 3 components in equilibrium for a
system, which is not ours (water/n-heptane/ Brij®30). For our system we know that we can
have water-in-oil micelles (water is inside the micelle) when the water content is from 0-6%
volume and the content for Brij®30 and n-heptane that we have employed are 80.46% for n-
heptane and 16.54% for Brij®30"" (note that Brij®30 + n-heptane makes 97% and the
remaining 3% is platinum salt or hydrazine (N,H,)). These values have been chosen since
they give stable micelles”. These percentages quoted are in volume. Fig. C2 shows a scheme
of the synthesis of the nanoparticles in micro-emulsion.

" 12. F.J Vidal-Iglesias, Private communication, 2007-9.

s Solla-Gullon, A. Rodes, V. Montiel, A. Aldaz, and J. Clavilier, “Electrochemical characterisation of
platinum-palladium nanoparticles prepared in a water-in-oil microemulsion”, Journal of Electroanalytical
Chemistry, Vol. 554-555, pp. 273-284, September 2003.

211



i.  Calculation of 97% (Brij®30 + n-heptane) of the micro-emulsion

Therefore the required amount of Brij®30 and n-heptane to a prepare total volume of 25 ml
of micro-emulsion is

16.54

Amount of Brij®30 needed = 25 ml x =4.135ml

Amount of n-heptane needed = 25 ml x % =20.115ml

For a higher accuracy in the preparation process, the amounts of those two previous
compounds were weight measured. Therefore the actual amount needed in our case is

Actual amount of Brij®30 needed =  4.135 mlx—>8
100 ml

=3.928¢

Actual amount of n-heptane needed = 20.115 ml><%=l3.678 g
m

A:Metallic precursors
B: Reductant agent
GROWTH | Solution

Figure C2 General synthesis scheme of metallic nanoparticles in micro-emulsion.

ii.  Similarly, calculation for the remaining 3% (platinum salt or hydrazine (N>Hy)) of the
micro-emulsion

The amount required of H,O + N>Hjy to prepare total volume of 25 ml micro-emulsion is:

Amount of H,O + N,H, needed = 25 ml x TS_Oz 0.75 ml. It is important to highlight that the

water percentage has to be the same in both cases, when the platinum salt or hydrazine is
inside the micelles (water-in-oil micro-emulsion).
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In order to reduce the platinum, we need to use a reducing agent, which in our case was
hydrazine (N2Hy). To be sure that all the platinum (7.5 x 10” mol) is reduced a stoichiometric
excess is added, and in our case this factor was 25.

— mass =25 x (7.5x10° mol) x 50.06 & =0.09386 g of N,H,

mol

For this calculation, it has to be taken into account that the hydrazine used was hydrazine
monohydrate. That is the reason why the molecular weight is 50.06 instead of 32.02 g/mol.

As the density of N;H4 monohydrate is 1.03 g/ml, the volume of N,Hy needed is

mass
density

Volume =

Therefore,

Volume of N,H, needed = 009386 _ 0.091 ml
1.03 g/ml

Finally the required H,O = 0.75 ml — 0.091 ml = 0.659 ml

The quantity required of 0.1 M H,PtClg solution to prepare a total volume of 25 ml micro-
emulsion is 0.7S ml | 25 ml x i) .
100

C3: Synthesis of Pt NPs (3.0 nm)

Finally, once the required quantities of the reagents are determined, 3.0 nm Pt NPs were
synthesised as follows:

Step 1 (see fig. C3)

First place a beaker (maximum volume of 100 ml) on a scale and zero it.
Then weigh 3.928 g of Brij®30.
Then zero the scale.

Now weigh 13.678 g of n-heptane.
Remove the beaker from the scale and put it in an ultrasound bath for a couple of

seconds to make sure both the reagents are completely mixed.

Take 0.75 ml of the prepared 0.1 M Pt solution (see C1) using a micropipette?

o Now inject that volume (0.75 ml) of Pt solution into the same beaker (consisting of
Brij®30 + n-heptane).

o Put the beaker (consisting of Brij®30 + n-heptane + Pt solution) in an ultrasound
bath for few seconds to make sure all the reagents are completely mixed.

o Since n-heptane vaporises more quickly than other reagents, temporarily seal the
beaker to avoid the changes in the total volume of the emulsion.

O 0O 0 O0O0

o}

% Pipette that dispense between 1 and 1000 ul are termed micropipette.
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L T R =

Total Volume: 25 ml
n-heptane - 13.678 g
Brij®30 - 3.928¢

Metal (Pt) solution - 0.75 ml

Figure C3 1* beaker containing micro-emulsions.

Step 2 (see fig. C4,

o 0 O 0 O

Org. 0 9. 0

(0]

Place another beaker (maximum volume of 50 ml) on a scale and zero it.

Then weigh 3.928 g of Brij®30.

Then zero the scale.

Now weigh 13.678 g of n-heptane.

Now remove the beaker from the scale and put it in an ultrasound bath for a couple of
seconds to make sure both the reagents are completely mixed.

Take 0.659 ml of ultra pure water (H,O) using a micropipette.

Inject that volume of H,O into the beaker containing Brij®30 + n-heptane.

Use the same micropipette with a different tip and take 0.091 ml of NHs.

Inject that volume of N,Hyj into the beaker containing Brij®30 + n-heptane + H,O.
Put the beaker (consisting of Brij®30 + n-heptane + H,O + N;Hy) in an ultrasound
bath for few seconds to make sure all the reagents are completely mixed.

Now pour the reagents (consisting of Brij®30 + n-heptane + H,0 + N;Hy) from this
beaker into the previously prepared reagent beaker (containing Brij®30 + n-heptane
+ Pt solution).

Total Volume: 25 ml

n-heptane - 13.678 g

Brij®30 - 3.928¢g

Ultra pure water (H,O) - 0.659 ml
Reductant (N,H,) - 0.091 ml

Figure C4 2" beaker containing micro-emulsions with hydrazine and squeme
representing the synthesis of the platinum NPs after mixing both beakers.
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Step 3 (see fig. C5)

o Wait for few minutes (~ 20 min).

o Put the beaker (mixed) containing the final micro-emulsions into an ultrasound bath
for few seconds to make sure all the reagents are completely mixed.

o Then add acetone to break the micelles. Let the formed nanoparticles precipitate.
Then remove the supernatant and add acetone again and repeat this process 3 times.

o Collect the synthesised Pt NPs and wash them 3-4 times with ultra pure water to
completely eliminate the surfactant molecules and the acetone from the previous
cleaning.

o Finally store the nanoparticles in ultra pure water.

eliminate
surfactant

Figure C5 Schematic of the process of breaking the micelles, eliminating the surfactant
and finally storing the synthesised Pt NPs in ultra pure water.
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APPENDIX E: Detailed Procedure of Synthesis of Spherical Pt NPs (6.9 nm)

NOTE: In the synthesis process of Pt NPs (6.9 nm), 7.5 x 107 moles of this noble metal were
prepared.

El: Calculations of the Reagents (K>PtCly, NaBHy4, and H,O) needed for this Synthesis
process

E1 (a): Calculation of required K,PtCly

I. Preparation of the Pt solution from K,PtCl, salt.

i. For this synthesis procedure, the Pt concentration has to be 6.5 x 10™ M. Therefore, if the
same amount of moles of platinum is desired for the different synthesis, 7.5 x 10 moles of
platinum will be prepared (see Appendix C and F for the other Pt NPs).

6.5 x 104 mol _ 7:5x 10 mol
XL

Therefore, X = 115.38 mL of a K;PtCl4 solution, where X is the volume to prepare.

ii. Therefore, and since the molecular weight (Mw) of Pt is 195.078 g/ mol (see periodic
table, appendix D),

1 mol — 195.078 g

5 7.5 % 10° mol > 7.5 x 107 mol x 195.078 %cl
=0.01463 g of Pt needed

iii. Since the Pt mass percentage on the concentrated K,PtCly solution is 46.67%

0.01463

TS VAR
46.67
/l 00
=0.03135 g of K,PtCl, needed

.. The effective Pt needed =

iv. Since the effective mass of Pt (0.03135 g) needed is very small for the preparation of this
diluted Pt solution, it is better to prepare a highly concentrated Pt solution (say prepare 10 ml
0.01 M of K,PtCl, and dilute that Pt solution to obtain 6.5 x 10™* M K,PtCly).

I1. Synthesis of 10 ml 0.01 M of Pt solution from K;PtCl, salt.

10ml 0.01M K,yPtCly

0.01 ol

x (10 x 10°)L — 107 mol of K,PtCl, needed
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Since the molecular weight of Pt is 195.078 g/ mol, therefore,

1 mol - 195.078 g

. 10~ -4 g
. 107 mol - 10™ mol x 195.078 /nol
=0.0195078 g of Pt needed

Since the mass percentage of Pt on the concentrated K,PtCly salt is 46.67%

0.0195078

27, &
46.67
/1 00
=0.0417994 g of K,PtCl, needed

.. The effective mass Pt needed =

III. Now, how do we prepare 115.38 ml 6.5 x 10* M of Pt solution from the highly
concentrated 0.01 M of Pt solution?

IL —» 0.01 mol
s XL — 7.5 % 10° mol (where X is the unknown quantity)

Therefore the required quantity (X) needed from the highly concentrated 0.01 M Pt solution
to make 6.5 x 10™* M of Pt solution is

1L

X=—— x (7.5 x 10'5) mol = 7.5 mL of 0.01 M Pt solution needed
0.01 mol

IV. Therefore to prepare 115.38 ml 6.5 x 10 M K,PtCly, follow the steps below.

Stepl

o Take 7.5 ml of Pt solution from the highly concentrated 0.01 M Pt solution using a
micropipette.

o Then inject that volume of Pt solution into an empty beaker.

o Now add 107.88 ml (115.38 ml — 7.5 ml) of water to the beaker containing 7.5 ml of

Pt solution to make a total volume of 115.38ml.
o Finally 115.38 ml 6.5 x 10 M of K,PtCly is prepared.

E1 (b): Calculation of required NaBH,
I. Synthesis of 115.38 m1 0.01 M of NaBH,.

i.115.38 ml 0.01 M NaBH4

0.01 nfl x (115.38 x 10'3)L—él.1538 x 10~ mol
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Calculation of molecular weight of NaBH,; (Mw of individual elements were found from
the periodic table, see appendix D),

Na — 2298977 £

mol
g
- 10811 /n o
H, > (100794 x 4) &/
, g
<. NaBH, —> 37.83253 &/
1 mol — 37.83253 &
mol

1.1538 x 10~ mol — (1.1538 x 10‘3) mol x 37.83253 &

= 0.04365 g
= 0.04365 g of NaBH, added

mol

Therefore, to prepare 115.38 ml 0.01 M of NaBH4, add 115.38 ml of water with
0.04365 g of NaBH,.

E2: Synthesis of Pt NPs

Step 1: Prepared condition

H,0 Volume (ml) K,PtCly weight (g) NaBH,; Weight (g)

115.384615 0.0313496 0.04365

Step 2: Put NaBH4 in the desiccator

o Make sure to add more than the required amount of NaBH, in the desiccator, one or
two days in advance of the synthesis of Pt NPs.

Step 3: Measuring 0.04365 g of NaBH, on the scale
o First place the beaker on the scale and make it to zero.
o Then weigh 0.04365 g of NaBH.,.
o Since we need 115.384615 ml of water, we cannot directly measure it on the scale
(since Max 50g).
Step 4: Preparation of 115.38 ml of 0.01 M NaBH,

o Collect 100 ml of H,O using a volumetric flask.

* Desiccators are sealed enclosures containing desiccants used to protect chemicals which react with water from
humidity. Here the desiccator has been used to remove traces of water from an almost dry chemical.
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Then pour a small amount of H,O (measured) onto the vial of the measured NaBH,4
and rinse it back to another beaker (Volume of the beaker ~ 200 ml).

Repeat the above procedure 2-3 times (in order to dissolve NaBH, completely) and
pour the remaining H,O into the beaker (containing dissolved NaBHj).

Now the remaining 15.3846 ml (115.384615 ml — 100 ml) of H,O are needed.

Use the scale to measure the remaining amount (15.3846 ml) of water and pour it into
the beaker containing dissolved NaBH4 and store it into the fridge for 3 hrs.

Step S: Preparation of 115.38461S5 ml of K,PtCl,

(¢]
o

0o

Follow the step 3, but this time, weigh 0.0313496 g of K,PtCl,.

Now follow exactly the same procedures in step 4 above, instead of NaBHy, dissolve
K,PtCly into the 115.384615 ml H,O.

Store the prepared K,PtCly solution in a fridge for 3 hrs.

Step S: Synthesis of Spherical Pt NPs (6.9 nm)

O

O
O

Once the 115.385 ml of 0.01 M NaBH,4 solution aged for 3 hours, then it was added
dropwise to the 6.5 x 104 M of K,PtCly solution, with vigorous stirring at ice cold
temperature.

Wait for 20 min for the complete reaction to take place.

The solution was brown-yellowish at the beginning, and finally it became dark grey.

In this synthesis, we have the Pt salt and the reducing agent; there is neither any colloid nor
any surfactant.
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APPENDIX F: Detailed Procedure of Synthesis of Pt cubic NPs (8.6 nm)

F1: Calculations of the Reagents (K,PtCly, and sodium polyacrylate) needed for this

Synthesis process

In order to prepare a 10° M KgPtCL; and 10* M sodium polyacrylate (NaPAA) as previously
reported’, and also to have 7.5 x 107 moles of Pt, the total volume of the solution containing
all the reagents (K>PtCl,, NaPAA) should be 750 ml

ie. ((7.5x10‘5)mo/ =107¢ ”’TO’— 0.75 L =750 ml).

F1 (a): Calculation of the required amount of Pt solution needed for the synthesis of Pt cubic

NPs

I. The source of platinum that is going to be used is a concentrated K,PtCl, solution. For the
synthesis procedure, to minimise experimental errors, a more diluted solution will be used
(a 0.01 M solution). The molecular weight (Mw) of Pt is 195.078 g/mol (see periodic
table, appendix D). Therefore, to prepare 10 ml of this solution.

10ml 0.01M K,PtCl,
mol (10x10°)L — 10™* mol

II. Since the Mw of Pt is 195.078 g/ mol, therefore,
I mol — 195.078 g

~10*mol > 10™*molx195.078 %101

=0.0195078 g of Pt needed
III. Since the mass percentage of Pt on the concentrated K,PtCl, solution is 46.67%

. 78
.. The effective Pt needed = 0.0195078 g of K,PtCl,
46.6700

=0.0418 g of K,PtCl, needed

IV. Once the required amount of Pt is known, how do we prepare 10 ml 0.01 M of K,PtCl,?

" 1.L.D. Rampino, and F. F. Nord “Preparation of Palladium and Platinum Synthetic High Polymer Catalysts
and the Relationship between Particle Size and Rate of Hydrogenation” Jowurnal of the American Chemical

Society, Vol. 63, No. 10, pp. 2745-2749, October 1941.
2. A. Henglein, B. G. Ershov, and M. Malow “Absorption Spectrum and Some Chemical Reactions of Colloidal

Platinum in Aqueous Solution”, The Journal of Physical Chemistry, Vol. 99, No. 38, pp. 14129-14136,
September 1995.
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Step 1

)
o
O

0o

Place a volumetric flask (max volume 10 ml) on a scale and zero it.

Weigh 0.0418 g of K,PtCly, salt.

Remove the flask containing K,PtCly salt from the scale and keep adding H,O until
the total volume of Pt solution reaches 10ml.

Finally 10ml 0.01 M of K,PtCl, solution is prepared.

V. How do we determine the required amount of 0.01 M of Pt solution for the synthesis of Pt
cubic NPs?

Step 1

o

F1 (b):

It is known that the total volume of the solution should be 750 ml and, as previously
reported by Rampino and Nord", the final concentration of K,PtCls should be 10 M.
Therefore, the required amount from the 0.01 M Pt solution for the Pt cubic synthesis
is

10+ ol
750 ml x ——L— =7.5ml 0.01M K,PtCl, needed

0.01 mol
L

Therefore the amount required of 0.01 M of Pt solution is 7.5 ml.

Calculation of reagent needed for 25 ml 0.1 M of NaPAA

I. Synthesis of 25 ml of 0.1 M NaPAA.

25 ml of 0.1 M NaPAA

mol

0.1 — x (25 x 10'3)L — 25x10*mol
L

For this polymer, the average molecular weight is 2100 g / mol, (indicated in the reagent
container).

1mol — 2100 %Ol

25 x 10* mol — (25 x 10™*) x 2100 g

= 5.25 g of NaPAA needed

II. Therefore, to prepare 25 ml 0.1 M NaPAA solution, the effective NaPAA needed is 5.25g;
the remainder will be H,O. How do we determine the amount of H,O needed to add to

make the total volume 25 ml?
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Step 1

o First place a small beaker (maximum volume 50 ml) on a scale and zero it.

o Then weigh 5.25 g of NaPAA.

o Keeping the beaker on the scale, zero it again.

o Now keep on adding H,O into the beaker containing the NaPAA until all the NaPAA
is completely dissolved. An ultrasound bath was used to help us dissolve the NaPAA.

o The solution is then transferred into a 25 ml volumetric flask and H,O is added until
the total volume reaches 25 ml; practically it is observed that 22 ml of H,O are needed
to prepare 25 ml 0.1 M of NaPAA (e.g. to prepare NaPAA 0.1 M add 2.625 gin 11ml
or 1.313 g in 5.5 ml of H,0).

III. How do we determine the required amount of 0.1 M NaPAA for the synthesis of cubic Pt
NPs?

Step 1

o As discussed previously in F1 (a), the final concentration of NaPAA should be
10* M; therefore, the amount required from the 0.1 M NaPAA solution for the Pt
cubic synthesis is

10~ mol

750 ml x —— L = 0.75ml 0.1 M of NaPAA needed
0.1 Mol

L

o Therefore the amount required of 0.1 M of NaPAA solution is 0.75 ml.

F2: Synthesis of Pt cubic NPs (8.6 nm

Finally, once the required quantities of the reagents are determined, 8.6 nm Pt cubic NPs
were synthesised as follows:

Step 1 (see fig. F1)

o Take an empty and clean beaker (max volume 1L).

o Use a volumetric flask (max volume 250ml) to collect 750 ml of H,O and fill the
empty beaker.

o Use a micropipette to take out 7.5 ml of H,O from the filled beaker (750 ml).

o Now replace those 7.5 ml of H,O with 7.5 ml of 0.01 M K,PtCl, solution (see F1 (a))
using the micropipette.

o Shield the beaker completely and store it for 3 days.
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7.5ml K,PtCl,
0.01 M solution

742.5 ml H,0
Figure F1 Beaker containing Pt solution + HyO.

Step 2 (see fig. F2)

o On the 4™ day take the beaker and add 0.75 ml 0.1 M of NaPAA solution.

o Then bubble argon gas for 20 min in the solution containing the reagents (Pt metal,
NaPAA) to deoxygenate the solution.

o Now bubble H, at a steady flow rate through that solution for 5 min to reduce the Pt
ions.

o Seal the beaker and cover it completely with aluminium foil and leave it for 14 hrs.

0.75 ml NaPAA

/ 0.1 M solution
-
20 min Ar
5 min H,

Figure F2 Beaker containing Pt solution, H,O and NaPAA. The Pt ions were reduced by
bubbling H,.

Step 3 (se e fig. F3)

o After 14 hrs, open the beaker and add ~3.75 g of NaOH to break the colloid and let

the nanoparticles precipitate (takes around 12 h).
o The precipitate formed by the metallic nanoparticles was washed several times (3-4

times) with ultra pure water to eliminate the polyacrylate.
o Finally the nanoparticles were kept in ultra pure water.

3.75 g NaOH
Pellets

///' J

e

Figure F3 Introduction of NaOH into the beaker containing Pt solution, H,O and NaPAA.
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APPENDIX G: Detailed Procedure of Preparation of 0.5 M H,SO, (Electrolyte)
and Green Acid (for cleaning glassware)

G1: Calculation of required H,SO4

I. Preparation of 100 ml 0.5 M of H,SOj,.
i.100ml 0.5M H,SO4

0.5 mol

x (100 x 10'3)L — 0.05 mol

Calculation of Mw of H,SO4 (Mw of individual elements were found from the periodic
table, see appendix D),

H, — 2 x 1.00794 €
mol
g
S — 32.066 A ol
0, — (4 x 15.9994) % ol

- H,S0, — 98.079 &/

1 mol > 98.079 % o

g
0.05 mol — 0.05 mol x 98.079 /nol

= 4.904 g of H,SO, added

Therefore, to prepare 100 ml 0.5 M of H,SO4, weigh 4.904 g of H,SO4 and add water for
the total volume of 100 ml using a volumetric flask.

OR

Otherwise, since the density of the H,SOy is known (i.e. 1.84 g/ml - written on the bottle),
therefore the volume needed to prepare 100 ml 0.5 M of H,SO4 is:

mass
density
4904 g
 1.84 g/ml
= 2.665 ml of H,SO, added

volume =
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II. Therefore to prepare 100 ml 0.5 M of H,SOy4, follow the steps below.

Stepl

o Take 2.665 ml of H,SO4 highly concentrated using a micropipette.

o Then inject the HSO,4 solution into a volumetric flask (max volume 100 ml).

o Now add water to the flask containing 2.665 ml of H,SO4 to make a total volume of
100 ml.

o Finally 100 ml 0.5 M of H,SOy is prepared.

G2: Preparation of Green Acid

Here, the green acid is used for cleaning (removes organics) the vessels (or glassware) prior
to the experiments carried out in this research. The following steps have been carried out to
prepare the green acid for cleaning glassware.

Step 1

o Add approximately 100 ml of H,SO4 (98% purity) to a suitable container.
o Then add 6-7 grains of KMnOj4 (Potassium permanganate).
o Wait for the KMnQ, to dissolve in the 100 ml of H,SO4 until the solution becomes

medium green (i.e. not too dark or too light — depending on the grains of KMnOs).
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APPENDIX H: Cyclic Voltammetry Profiles of Spherical Pt NPs (6.9 nm)

002 05 MELS0,
001 ] 50 mV-s”
0.00 4
E 0,014
~ 002
-0.03-
-0.044
-0.05j
0.0 ' 0.'2 ' 0.'4 ' 0.'6 ' O.'8 ' 1?0 ) 1.'2 ' 1?4 . 1:6 '
E / V vs Pd/H

Figure H1 Voltammetric profile of the gold support. Test solution 0.5 M H,SO4. Sweep
rate: S50 mV-s™,

1 6.9 nm Pt nanoparticles on Au support
0.4 0.5 M H,SO,
50 mV-s"

0.2
é 0.0- et S
~ 02-

0.4

-0.6 L——7—— ————

00 02 04 06 08 10 12 14 16
E / Vvs Pd/H

Figure H2 Voltammetric profile of platinum NPs (solid line) and the gold support
electrode (dotted line) in 0.5 M H2SO4. Sweep rate: 50 mV-s,
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6.9 nm Pt nanoparticles

0.209 CO monolayer oxidation (cleaning procedure)
~ 0.5 MH,SO,
0.154 -1
] S50 mV:s
o 0.10- 1st cycle
g 1 ~--2nd cycle
< 005{ .7
g |
= 0.00%
-0.05;
-0.104 v T ~ T d T d T
0.0 0.2 0.4 0.6 08

E / Vvs Pd/H

Figure Hfl’: CO monolayer oxidation on Pt NPs. Test solution: 0.5 M H,SOj4. Sweep rate:
50 mV-s.

0 06-. 6.9 nm Pt nanoparticles after CO cleaning
T 0.5 M H,SO,
0.04- 50 mV-s™
o 0.02-
£ ]
é 0.00
~ -0.024
-0.04 4
-0.06 -
-0.08 - . . : : . : . .
0.0 0.2 04 0.6 0.8
E / VvsPd/H

Figure H4 Voltammetric profile of Pt NPs after CO cleaning in 0.5 M H,SOs4. Sweep
rate: 50 mV-s™.
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6.9 nm Pt nanoparticles
Area calculation after CO cleaning
0.5MH,SO,

50 mV-s”

0.4 -

0.3 1

6.74254E-5 AV
-10°/210 pC-cm™/0.05 V-s™

I/ mA

0.2+

2
0.1- 6.421 cm

E / VvsPd/H

Figure HS Area calculation of the deposited Pt NPs.
For the Pt cubic 6.9 nm Pt NPs

Area

Charge= ———
Sweep rate

From the area and the sweep rate the real catalyst surface area can be obtained as
follows.

mC 2
6.74254x102mAxV x /S x— <M S —6.421 cm?

X
mA  021mC 0.05V

If we assume that the nanoparticles are spherical, the number of nanoparticles can be
calculated as followed:

: 6.421cm” 107 m’ ,
Number of nanoparticles = Y R— nanoparticles
rem c

where r is the main radius of the nanoparticles (6.9 nm/2 = 3.45 nm). Therefore for the 6
pl deposited (area 6.421 cm?) the number of nanoparticles is:

2 -4 2
6.421cm _10 m — 4.293x1

o2 nanoparticles
9\2 12 2 6ul
47 (3.45%107) n%ul cm M

Number of nanoparticles =
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APPENDIX I: Cyclic Voltammetry Profile of Spherical Pt NPs (3.0 nm)

Pt nanoparticles, after cleaning, were analysed by cyclic voltammetry. With this
electrochemical technique, the surface are of the nanoparticles could be evaluated. For
this purpose, the nanoparticles where deposited on top of a gold electrode that was
used as a support. Gold was used because no electrochemical process takes place
between 0 and 0.85 V (vs Pd/H), which is the potential window that will be used to
study the platinum nanoparticles. Fig. I1 shows the voltammetric profile of the gold
electrode in a 0.5 M H,SO, solution.

0.04 4 Au support
0.5MH,SO,

0.02+ 50 mV-s"

0.00 4

I/ mA

-0.02
]
-0.04 4

-0.06

-0.08 T v T v T T T T T d  p—
00 02 04 06 08 10 12 14 16

E / VvsPd/H

Figure I1 Voltammetric profile of the gold support. Test solution 0.5 M H,SO,.
Sweep rate: 50 mV-s™.

Once the gold purity and the solution cleanliness were checked, a known amount of
the solution containing the platinum nanoparticles was deposited on top of the gold
electrode. In order to evaporate the water and avoid contamination in the sample, the
electrode was exposed to a flow of nitrogen or argon. After the water evaporation the
particles were strongly attached to the gold electrode. Afterwards, the electrode was
transferred to the same cell and a new voltammogram was performed from 0 to
0.85 V to avoid surface reconstruction of the Pt nanoparticles. This voltammogram is

shown in fig. I2 where, the voltammogram presented in fig. I1 is added for the sake of

comparison.
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3 nm Pt nanoparticles on Au support

0.4 4
_ 0.5 MH,SO,
0.2- 50 mV-s'
T o0 resirs e ssasonnr LI
T 02-
-0.4 1
-0.6 T T T T T T v T T T T T '
00 02 04 06 08 10 12 14 16

E / VvsPd/H

Figure 12 Voltammetric profile of platinum NPs (solid line) and the gold support
electrode (dotted line) in 0.5 M H,SO4. Sweep rate: 50 mV-s™.

Nevertheless, these platinum nanoparticles are not completely clean. Some residues
from the synthesis process can be adsorbed on their surface and they have to be
removed before calculating the area of the platinum nanoparticles. In order to clean
the nanoparticles a CO monolayer was adsorbed on the nanoparticles (by inserting the
electrode in a CO saturated solution for several seconds) and later oxidised, as shown
in fig. I3. This method has been reported by J. Solla-Gullon et al” to clean this type of

nanoparticles.

3 nm Pt nanoparticles
_ CO monolayer oxidation (cleaning procedure)

0.5MH,SO,
0.3 1 .
50 mV-s’
o 0.2
g
s Ist cycle
é 014 | 2nd cycle
0.0 ,L/_/
-0.1 T v T v T T T T T -
0.0 0.2 0.4 0.6 0.8
E / VvsPd/H

Figure 13 CO monolayer oxidation on Pt NPs. Test solution: 0.5 M H;SO4. Sweep
rate: 50 mV-s™.

* J. Solla-Gullon, V. Montiel, A. Aldaz, J. Clavilier, “Electrochemical characterisation of platinum
nanoparticles prepared by microemulsion: how to clean them without loss of crystalline surface

structure”, Journal of Electroanalytical Chemistry, Vol. 491, pp. 69-71, July 2000.
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Once the CO was oxidised, and it was checked that no more CO was left in the
solution, a new voltammogram was recorded in the same conditions used previously
for the results shown in fig. I12. The voltammetric profile shown in fig. 14 corresponds

to the clean platinum nanoparticles on the gold support electrode.

0.075 ) )
] 3 nm Pt nanoparticles after CO cleaning
0.050 0.5MH,SO,
. 50 mV-s"
«  0.0254
g ]
Q
E 0.000 -
= -0.0254
-0.050 -
‘0075 T T T v T M T v T
0.0 0.2 0.4 0.6 0.8
E / VvsPd/H

Figure 14 Voltammetric profile of Pt NPs after CO cleaning in 0.5 M H,SO4. Sweep
rate: 50 mV-s™.

Once a clean voltammetric profile is recorded it is possible to measure the area of the
platinum nannoparticles. For polyoriented platinum, it is known that the charge
associated to the hydrogen adsorption desorption process and anion adsorption
(processes taking place from 0 to 0.6 V) give 210 pC cm™!. Therefore from the area
of the voltammetric profile shown in fig. IS it is possible to calculate the area of the

nanopaticles used in this experiment.

tR. Woods, Chemisorption at electrodes, in: A.J Bard (Ed.), Electroanalytical Chemistry: a Series of
Advances, Marcel Dekker, Inc., New York, Vol.9, pp.1, 1976.
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3 nm Pt nanoparticles
Area calculation after CO cleaning

0.4 1

0.5M H,SO,
50 mV-s"
0.3 1 7.49698E-5 A-V
p -10%/210 uC-cm™/0.05 V-s™
~ 021

7.140 ¢cm’

0.1

0.0 T v T v T v 1
0.0 0.2 0.4 0.6

E / V vs Pd/H

Figure IS Area calculation of the deposited Pt NPs.

For the Pt cubic 3.0 nm Pt NPs

Area

Charge = ———
Sweep rate

From the area and the sweep rate the real catalyst surface area can be obtained as
follows.

mC 2
7.49698 x10"2mA x V x Ax cm S —7.140cm?

md  021mC . 0.05V

If we assume that the nanoparticles are spherical, the number of nanoparticles can be
calculated as followed:

7.140cm* 107*m?

>— nanoparticles

Number of nanoparticles = ——"
4nr‘m cm

where r is the main radius of the nanoparticles (3.0/2=1.5 nm). Therefore for the 6 ul
deposited (area 7.140 cm?) the number of nanoparticles is:

7.140cm’ 107 m? nanoparticles
o e 25210 S
n(1.5x107) %”l m

Number of nanoparticles =
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Appendix J: Detailed Procedure for the Synthesis of Au NPs (8.2, 16.5, and 24.8

nm)

Au NPs of different sizes (8.2 nm, 16.5 nm, and 24.8 nm) were synthesised as previously

reported by Panigrahi et al’.
Total volume Total Volume of Volume of citrate Particle size
solution (ml) 102 M HAuCl, (uh) (1 wt %) (ul) (nm)
50 1250 2000 8
50 1250 1000 16
50 1250 750 25

Table J1: Details for the Size-Selective Synthesis of Gold Nanoparticles by the Frens
Method”

From the above table J1, the amount of Au used for the total volume of 50 ml solution is:

0.01 “‘T"lxlzsoxlo‘6 L=125x%10"° mol

In the synthesis process of different sizes (8.2 nm, 16.5 nm and 24.8 nm) of Au NPs,
7.5 x 107 moles (i.e. similar to the Pt NPs synthesis) of this noble metal were prepared,
therefore

7.5 mol

. = 6 times the amount of Au moles used
1.25 x 10 mol

Required amount of Au moles =

in table J1.

The values listed in table J1 can be recalculated as follows,

Total volume Total Volume of Volume of citrate Particle size (nm)
solution (ml) HAuCly (10'2) (ml) | (1% by weight) (ml)

50 x 6 =300 1.25x6=15 2x6=12 8

50 x 6 =300 1.25x6="15 1 x6=12 16

50 x 6 =300 125%x6="15 0.75x6=4.5 25

Table J2: Recalculated Values for the Size-Selective Synthesis of Gold NPs by the Frens
Method*.
J1: Preparation of 25 ml of 0.01 molar (M) Pt solution from concentrated HAuCl,.

I. The molecular weight (Mw) of Au is 196.97 g/mol (see periodic table, appendix D).
Therefore, for

* S. Panigrahi, S. Basu, A. Praharaj, A. Pande, S. Jana, A. Pal, S. K. Ghosh and T. Pal, “Synthesis and size-
selective Catalysis by Supported Gold Nanoparticles: study on Heterogeneous and Homogeneous Catalytic
Process”, Journal of Physical Chemistry, Vol. 111, pp. 4596-4605, December 2007.
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25ml 0.01 M HAuCly

0.01 mTOl x (25x107) L — 2.5 x 10™ mol

II. Since the Mw of Au is 196.97 g/ mol, therefore,

1 mol >196.97 g

225 x10* mol = 2.5 x 10™ x 196.97 % ol
=0.04924 g of Au needed

III.  Since the mass percentage of Au on the concentrated HAuCly solution is 41.29 %

0.04924

41.29
/1 00
=0.11925 g of HAuCl, used

The effective Au needed = g of HAuCl, needed

IV. Therefore, to prepare 25 ml 0.01 M Au solution, the effective Au needed is 0.11925 g of
the concentrated HAuCly solution; once the required quantity of the HAuCly is
determined, 25 ml of 0.01 M Au solution were prepared as follows

Step 1
First place a beaker (max volume of 50 ml) on a scale and make it to zero.

Then weigh 0.11925 g of HAuCl,.
Remove the beaker from the scale and keep on adding water to the beaker containing
HAuCl, using a volumetric flask until the total volume of the Au solution becomes

25 ml.

O O O

Step 2
o Finally 25 ml 0.01 M of HAuCl, were prepared.

J2: Calculation of reagent needed for 25 ml of 1% by trisodium citrate dehydrate

Total Volume of the citrate solution =25 ml

I. To prepare 25 ml of 1% trisodium citrate then we need to dissolve 0.25 g
(1 % weight = 25 x —1—3—0 =0.25 g) in 25 ml of ultra pure water (if the citrate purity
was 100%). Since the purity of the citrate is only 99% therefore for 100% we need

0258  100=0.2525 g).

0.2525¢g (
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IL. Since the citrate used in the synthesis of Au NPs is trisodium citrate dehydrate, but
actually trisodium citrate is required.

III. The calculations of Mw of trisodium citrate dehydrate (Na;CgHsO + 2H,0)

Na, —> 3 x 22.98977

Cq — 6 x 12.0107

H, — 5 x 1.00794

o, — 7 x 15.9994

Na,C,H;0, — 258.069 g/mol

2H,0 = 2 x ((2 x 1.00794)+15.9994)

— 36.0305 g/ mol
Na,C H,O, +2H,0 — 294.069 g/ mol

The Mw of trisodium citrate dehydrate is 294.069 g, which includes 2 water molecules
(where the Mw of H,O = 18.0153 g),

IV. Therefore the required trisodium citrate dehydrate:

0.2525 x 294.069 =0.2878 ¢

(294.069 - 36.0305)

J3: Preparation of 25 ml of 1% by trisodium citrate dehydrate

Step 1

First place a small beaker (maximum volume 50 ml) on a scale and zero it.

Then weigh 0.2877 g of trisodium citrate dehydrate.

Keeping the beaker on the scale, again it again.

Now keep on adding H,O into the beaker containing the trisodium citrate dehydrate
until it is completely dissolved. An ultrasound bath was used to help dissolve it.

The solution is then transferred into a 25 ml volumetric flask and H,O is added until
the total volume reaches 25 ml.

O O 0 O

o}

J4: Synthesis of Au NPs (8.2, 16.5, and 24.8 nm)
Finally, once the reagents (Au and sodium citrate solutions) are prepared, follow the steps

mentioned in section 4.5.2 of chapter 4 to synthesise Au NPs of different sizes (8.2 nm,
16.5 nm, and 24.8 nm).
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APPENDIX K: Determination of Complex Permittivity of Unknown Materials Using
Capacitive Model

3
fstart .= 3010°  Start Frequency NP := 201 Number of points
9
fstop :=6-10 Stop Frequency n:=0.200 jr=y-1
fn .= fstart + -(fstop — fstart)

NP -1

data0 - S;; data of empty probe (air) - either from experiment or HFSS simulation
datal - S); data of sample under test - either from experiment or HFSS simulation

data0 := READPRN"D:\My PhD work\My PhD work\IEEE Journal\data18.d1")
datal := READPRN"D:\My PhD work\My PhD work\IEEE Journal\data19.d1")

— o:=2n-f
Z0 =50

x1 :=datal yl :=datal
n n n n

xOn = dataOn’o yOn = dataOn’ 1

,0 ,1

S air :=x0 +j-y0 S11_sample :=x1_+j-yl

o = S11_sample, Eliminating the electrical length L between AB and AB’ - see section
nTos] 1_air 6.2.2

CO0 and C1 are the fringing field capacitances due to the dielectric filling the line of the probe
and due to material under test, respectively.

15 15

C0:=-0.01-10 C1:=6.0310

_ ) 1
t=1410 ! Relaxation time of each dipole  freq:= Py freq = 1.137x 10°
T-T
¢ 1 dande 2 dare the real and imaginary part of the Debye model of the material under
testy, respectively.

(254- 4.9 (254- 4.9)-[2n fn-(t)]
£2d =

el d =49+
- n

1+ (Zn fn)2~(T)2 1+ (21t fn)z-(f)2

Ya i=j-o (CO+Cl)  Aperture admittance without the sample (air)

la = (1 ~ ZO'Yan) Measured reflection coefficient at the reference plane AB without the
n (1 + ZO-Yan) sample
(1 + ZO-Yan)
[ = inverse Ta inverse_l"an = -——-——-—(1 7 Ya )
M = 'n 0 'n

Aperture admittance with the sample

Ys, _c OJ Inverted to find complex permittivity of the sample
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¢ 1 model and € 2_model are the measured real and imaginary part of the complex
permittivity of the material under test, respectively.

el_modeln = Re(emodel n) e2_modelrl = —In(emodeln)

30, T T 15 T T

¢l_model .20

----- 10

2x10°  4x10°  6x10° 2x10°  4x10°  6x10°
S fn

Error Calculations

n = 4. 200 Number of points := (200 — 4)
||sl_model n| - |81_d ||
Percent €1 model := -100
R Isl_d I
n
200
Z Pe:rcent_:»:l_modeln
=3
Mean_elmodel % error A := - Mean_€lmodel % error A = 3.463

Number_of points

" “sZ_model n| - |82_d n“ P

Percent €2 model = 0

|£2_d n|

200
Z Percent_sZ_modeln
n=3
Number of points Mean_€2model % error A = 4.35

Mean_€2model % error A :=
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APPENDIX L: Fringing Field Capacitances and Corresponding Complex

Permittivity of the Test Materials Obtained From the HFSS Simulation for
Different Types of OCPs

A. RG-405 Coaxial Probe

L. Fringing Field Capacitances determined from HFSS Simulation

Test Materials | Fringing field Fringing field % ME error of | % ME error of
capacitance | capacitance due to the real Imaginary ¢,
due to the material under test C; | permittivity &; | permittivity (%)
material under (F) (%)
test Cy (F)
Teflon -0.50 x 10 1.17 x 10 3.33 3.48
Butanol -0.50 x 107 1.14 x 107 2.88 2.79
Propan-2ol -0.50 x 10 1.16 x 10 4.72 3.38
Ethanol -0.50 x 107* 1.15x10™ 2.03 2.33
Methanol -0.50 x 107 1.07 x 107 0.41 2.94
Acetonitrile -0.50 x 107" 1.08 x 10 1.51 10.09
DMF -0.50 x 10™* 1.07 x 107 0.77 6.13
Water -0.50 x 10 1.07 x 10 1.12 6.58
Fringing field | -0.50 x 10™* 1.11£ 0.05 x 10
capacitances
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Complex Permittivity
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2z 154 [ Real Permittivity (RG-405 HFSS model) 214114
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as a function of frequency. as a function of frequency.
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Figure 3 The complex permittivity of propan-2ol Figure 4 The complex permittivity of ethanol
as a function of frequency. as a function of frequency.
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Figure 5 The complex permittivity of methanol
as a function of frequency.
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Figure 6 The complex permittivity of acetonitrilel
as a function of frequency.



Complex Permittivity

Complex Permittivity

35 \
30 4
25 Real Permittivity (RG-4035 HFSS model)
Imaginary Permittivity (RG-405 HFSS model)
20 + Real Permittivity (Debye model)
1 v Imaginary Permittivity (Debye model)
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Figure 7 The complex permittivity of DMF
as a function of frequency.
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Figure 8 The complex permittivity of water

as a function of frequency.

B. SMA Coaxial Probe

L. Fringing Field Capacitances determined from HFSS Simulation

Test Materials Fringing field Fringing field % ME error of | % ME error of
capacitance capacitance due to real Imaginary ¢,
due to the the material under | permittivity €; | permittivity (%)
material under test C (F) (%)
test Cy (F)
Teflon -7.50 x 107" 2.80 x 10 2.30 10.34
Butanol -7.50 x 107" 2.78 x 107 1.10 1.65
Propan-2ol -7.50 x 107" 2.75 x 107 4.32 2.37
Ethanol -1.50 x 107 2.76 x 10 1.37 1.21
Methanol -7.50 x 10 2.72 x 107* 1.69 1.38
Acetonitrile -7.50 x 107 2.76 x 107* 7.96 4.14
DMF -7.50 x 107* 2.73 x 107 4.76 5.22
Water -7.50 x 10 2.73 x 107 9.83 9.75
Fringing  field | -7.50 x 10™* | 2.75+0.03 x 10
capacitances
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Complex Permittivity

I1. The Complex Permittivity of the Materials as Function of Frequency for SMA OCP
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as a function of frequency.
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Figure 6 The complex permittivity of acetonitrile
as a function of frequency.
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C. RG-401 Coaxial Probe
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I. Fringing Field Capacitances determined from HFSS Simulation

Figure 8 The complex permittivity of water
as a function of frequency.

Test Materials Fringing field Fringing field % ME error of | % ME error of
capacitance capacitance due to real Imaginary &,
due to the the material under | permittivity €; | permittivity (%)
material under test C (F) (%)
test Cy (F)
Teflon -8.50 x 10 3.69 x 10 3.11 11.54
Butanol -8.50 x 10 3.62 x 107 0.84 2.60
Propan-2ol -8:50>-10=" 3.62 x 107" 0.81 2.63
Ethanol -8.50 x 10 3.54 x 107 0.62 1.47
Methanol -8.50 x 10 3.38x10™" 1.82 3.11
Acetonitrile -8.50 x 107* 3.38 x 107 4.49 8.20
DMF -8.50 x 10 3.40 x 10 6.49 6.62
Water -8.50 x 107 3.42 %10 4.72 6.15
Fringing  field | -8.50 x10™ | 3.51+0.13x10™*
capacitances
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II. The Complex Permittivity of the Materials as Function of Frequency for RG-401 OCP

2.2 - 20+
2.04 1847 = Real Permittivity (RG-401 HFSS model)
18] el Imaginary Permittivity (RG-401 HFSS model)
1 6; 4% + Real Permittivity (Debye model)
1 —— s 144 » » Imaginary Permittivity (Debve model)
= 144 © Real Permittivity (RG-401 HFSS model) = %
E 12] Imaginary Permittivity (RG-401 HFSS model) 81211
g 1 0_- + Real Permittivity (Literature) E 104 2
S 7 1|~ Imaginary Permittivity (Literature) Rl 1 3
% 08+ & 8 &
o 1 =9 4
£ 0.6 g 6
=} 4 8
© 04 . 4
6 2
0.0 1
¥ T v T ¥ T ¥ T v T v T 0 5 T ¥ | g T T T T T T T 8
0 1x10°  2x10° 3x10° 4x10° 5x10° 6x10° 0 1x10°  2x10°  3x10°  4x10° 5x10°  6x10°
Frequency (Hz) Frequency (Hz)
Figure 1 The complex permittivity of teflon Figure 2 The complex permittivity of butanol
as a function of frequency. as a function of frequency.
22
209% = Real Permittivity (RG-401 HFSS model) 25 - = Real Permittivity (RG-401 HFSS model)
18 % Imaginary Permittivity (RG-401 HFSS model) Imaginary Permittivity (RG-401 HFSS model)
1 %] * Real Permittivity (Debye model) *  Real Permittivity (Debye model)
_ 187 4| - Imaginary Permittivity (Debye model) o x Iy Petsaioly (esrs wolel)
2 H 2
£ B £ 151
& 3 &
5 Z 10-
o
B g
o
&} o
5
J
0 T T T T T T T T T o 0 '9' '9' '9' '9' 'g"s'
0 1x10°  2x10° 3x10°  4x10° 5x10° 6x10° 0 1x10 2x10 3x10 4x10 5x10 6x10
Frequency (Hz) Frequency (Hz)
Figure 3 The complex permittivity of propan-2ol Figure 4 The complex permittivity of ethanol
as a function of frequency. as a function of frequency.
. 40
35 ] <
] 35 4 ‘M
o 'Jl 30
& 54 £ 25 Real Permittivity (RG-401 HFSS model)
=4 £ 1 Imaginary Permittivity (RG-401 HFSS model)
E 20 g 20| =« Real Permittivity (Debye model)
& A 11 v Imaginary Permittivity (Debye model)
% 15 B 15
= (=%
% 1 / <E> 104
S 104 > Real Permittivity (RG-401 HFSS model) S ]
Imaginary Permittivity (RG-401 HFSS model) 5
51 +  Real Permittivity (Debye model) S
1 » Imaginary Permittivity (Debye model) 0
0 v = ¥ T y - - - T T . T Ly T . T T =
0 0° 210°  3x10° 4x;09 5x10° ox10° 0 1x10°  2x10°  3x10°  4x10° 5x10°  6x10°

Frequency (Hz)

Figure 5 The complex permittivity of methanol
as a function of frequency.
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Figure 6 The complex permittivity of acetonitrile
as a function of frequency.




Complex Permittivity

:
80
70
. 60+
24 S
] ©  Real Permittivity (RG-401 HFSS model) é 50 ¢ Real Permittivity (RG-401 HFSS model)
204 | © Imaginary Permittivity (RG-401 HFSS model) - - Imaginary Permittivity (RG-401 HFSS model)
1| * Real Permittivity (Debye model) 5 40- +  Real Permittivity (Debye model)
16 4 » Imaginary Permittivity (Debye model) % 1 v Imaginary Permittivity (Debye model)
124 2 307
8 O 20
4 10
0+ T T ), T ) T A T % T = T T - . 0 T T T T ™ T s T Y T T T !
0 1x10°  2x10°  3x10"  4x10° 5x10°  6x10 0 1x10°  2x10°  3x10°  4x10° 5x10°  6x10°
Frequency (Hz) Frequency (Hz)
Figure 7 The complex permittivity of DMF Figure 8 The complex permittivity of water
as a function of frequency. as a function of frequency.

245



APPENDIX M: First Order Approximation of Aperture Admittance Using
Variational Method

Enter radii of coaxial aperture (in m) - e.g.

2a:=0.1525107 > b:=0.86310" > K-connector, PE-047SR, RG-405, PE-118SR,
RG-402, SMA and RG-401 OCPs.
4-a-b . . .
= > m = 0.5104824021 Aspect ratio of aperture (dimensionless)
(a+b)

The first order term in the aperture admittance is expressed in terms of the complete
elliptic integral of the first kind E(m), so the next part evaluates this numerically as a

function of aspect ratio m:

The following polynomial coefficients were obtained from Handbook of Mathematical
Function by M. Abramowitz, and LA Stegun, pp. 592 (see appendix N).

S = 1
¢, = 0.44325141463 d1 :=0.2499836831
Cy = 0.06260601220 d2 :=0.0920018003"
¢y = 0.04757383546 d3 = 0.0406969752¢
¢, = 0.01736506451 d, = 0.0052644963"
4 4
E(p) = [ (l—p)]+ [[d (l—p)] ( )]
2 2 —
n=0 n=
60 :=8.85410 12
Clm 8-€0-(a + b)-(E(m) — 1) This is the constant C1 requlred for the probe admittance model
' (see Eq. 6.6 of chapter 6). It is the effective capacitance of the

2
(ln(—tl)) open circuit probe end.
a

C1 = 82688193098 x 10~ !> (units of F)

For a K-connector probe with a = 0.1525 mm and b = 0.863 mm the theoretical value of C1
is 8.27e-15 F.

* M. Abramowitz, and I.A Stegun, Handbook of Mathematical Function, New York:
Dove Publications, Inc., pp. 589-592, 1965, ISBN 0-486-61272-4.
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APPENDIX N: Necessary Polynomial Coefficients for the Calculation of E(m)"

502 ELLIPTIC INTEGRALS
’ 17.3.35
o} E(m)=[1+a;m;+a,m3]-+[b;m,+bymi] In (1/my)
+e(m)

le(m)}<l4X 10~

ay= 46301 51 b= 24527 27
a;=.10778 12 by== 04124 96

17.3.36
E(m)=[14aym+ ... +ami]+{bmy+ . ..
+bymi] In (1/m,) +¢(m)
|e(m)|<<2X10~*

a;=.44325 141463 b= 24998 368310
ay= 06260 601220 by== 00200 180037
ay= 04757 383546 b,== 04060 607526
a=.01736 506451 by=.00526 449639

174. Incomplete Elliptic Integrals of the First
and Sccond Kinds

8

3eop

8

9

Extension of the Tables
s ! - Negative Amplitude
» .l - o e st 17.4.1 Fl—glm) = — Fg|m)
10URE 17.1. plete elliptic integral o
: bind il 17.4.2 B e ) = e Ff o'y

" M. Abramowitz, and I.A Stegun, Handbook of Mathematical Function, New York: Dove Publications, Inc.,
pp. 589-592, 1965, ISBN 0-486-61272-4.
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APPENDIX O: HFSS Field Calculator Code for Calculation of SDR Unloaded Q

Field Calculator Operation Resulting Stack Display
(top entry only unless mentioned)
L. Qty=>H CVc ¢ <Hxa Hya Hz>
2. Push (above entry duplicated)
3. Cmplx>Conj CVc ¢ Conj(<Hx+ Hy. H2z>)
4. Dot CSc : Dot(<Hx. Hy. Hz>. Conj(...
5. Cmplx>Real Scl ¢ Real(Dot(<Hxa Hya ...
L. Geom>Volume>{select cavity volume} Vol : ObjectlList(cavity)
(above is the selection for modelled SDR)
2.4 Scl : Itegrate(ObjectlList(cavity
(above represents energy stored in cavity volume)
8. Push (above entry duplicated)
9.Num->Scalar>{enter loss tan for volumel} Scl ¢ {l.y x 10-5%}
(loss tangent of sapphire dielectric fill within cavity)
10. x* Scl : x(Integrate(0ObjectList(sapphire)

(above represents energy lost in sapphire dielectric)

1l. repeat the steps 9 and 10 for PTFE dielectric using 2 x 10-5 as loss

tangent
1. Aty-DH (Ve ¢ <Hx~ Hy. Hz>
Geom>Surface>{select cavity surfaces’} Srf : ObjectFaces(cavity_faces)
(select the curve wall. top and bottom of the cavity)
Unit Vec>Normal Vec : Normal(ObjectFaces(cav_faces)
Cross (Vc ¢ Cross(<Hxa Hya Hz>.Norm...
Push (above entry duplicated)
Cmplx>Conj CVec : Conj(Cross(<Hxa Hya Hz>. ...
Dot CSc ¢ Dot(Cross(<Hxa Hy. Hz>. ...
Cmplx>Real Scl ¢ Real(Dot(Cross(<Hxs ...
Geom>Surface>{select cavity surfaces} Srf : ObjectFaces(cav_faces)
] Scl : Integrate(ObjectFaces(...
Num->Scalar->2 Scl ¢ 2
Const>Pi Scl ¢ 3.141592L5358979
Const>Frequency Scl : A{current freq. in Hz}
* Scl ¢ {numerical result. pixf}
Num->Scalar>{enter p. for wallsl} Scl : A{entered value. unitless}
* Scl : d{numerical result. pixfxmur}
Const->Mul Scl ¢ 1.256b370L14YE-006
x Scl : d{Inumerical. pixfxmurxmull}
Num>Scalar>{enter wall conductivityl} Scl ¢ <{entered values s/meter}
X Scl : d{numerical. pi*fxmurxmul*c}
v Scl ¢ d{numerical. sqrt of abovel}
x Scl : <{numerical result., £xabove}
1/x ‘ Scl ¢ d{numerical resultl}
(above 1Is skin depth/2)
* Scl : x(Integrate(0bjectFaces...
(above Is energy lost in walls)
+ Scl +(x(Integrate(0bjectFaces...
/ Scl ¢ /(+(x(Integrate(...
Eval Scl : {numerical resultl}

(above is final & of SDR)
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APPENDIX P: MathCAD for Calculation of Unloaded and Loaded Quality Factor of

SDR (e.g. Superfish model, HFSS model)

Re:=1310 2 radius of cavity in m
Lei=1.610 2 length of cavity in m
Rd:=45210 >  radius of dielectric resonator in m
Ld:=5.7210 > length of dielectric resonator in m
N.:= 160 number of points along the radial and longitudinal directions
AL = Bﬁ Az E
N N
W = 4710 60 := 8.85410 |2

A ;= READPRN"C:\LANL\SF7_SDRNOHOLE.txt')

Resonant frequency (Hz), computed by Super Fish f = 1.02075x 10'°

fi= A 2 -10
(N+1)°,0
o :=2n-f
I Resistivity (m) and surface resistance of cavity walls
p:=2-10 2 Rs = \/1r~p0~f-p (i.e coperg ) y

Rs = 0.02839

In reality the Rs is 25 % more than ideal case

— 7
S =7.04491x 10 — 5 107

2
p

Output file from SF in the order of z, r,Hz, Hr, Hand E

S0 : 2 o A
Ay ed 0 0 0 0
1 0| 8.41688'103 0| 841688103

2 0 0.01686 0 0.01686

;g 0 0.02528 0 0.02528

4 0 0.03378 0 0.03378

g 0 0.04234 0
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m:=0.N n:=0.N
Hz A
AV, n+m-(N+1),2 =
i e By 0T A (1), 3 r :=mAr
Htot  :=A 5
,n’ (N+1),4 -
m,n n+m-(N+1) E¢m,n An+m-(N+l),5 T
o 1= ot iy
Am N- s =
i Trad Em,n' E¢N—m,n
H = Htot
N-1 .
e o s Em+N—1,n' Ed’m,n
Magnitude of H (axis in centre) Magnitude of E (axis in centre)

0 100 200 300 0 100 200 300
H E

Curved wall losses

m:=0..(N-1) n=0.(N-1)

ASc :=2-m-Rc-Az

1 = 2
Havn = E(HZN 8 - HzN ,n+1) Pe = Z [(Havn) -ASc Rs:|
=0
End wall losses
2 2 2
m=0u(N — 1) Aszzn-[(m+ 1) —m:l-Ar
n=0.(N-1)
1 _1
Hav_tm = E'(Hrm,N + Hrm+]’N) Hav_bm =3 (Hrm,o -+ Hrm+l,0)
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130-1

3 [(Hav_tm)ms m.Rs]

m=0

Pt:=

130-1

Po= Y [(Hav__bm)z-AS m-Rs]

m=0

-7 _ _
Pc = 1.11915x 10 Pt = 9.66301x 10° ° Pb = 7.19842x 10 °
Ptot :=Pc + Pt + Pb
Ptot = 2.80529x 10”

2 2] 2
AVm:=Az-1t- (m+ 1)" —m |-Ar
1
Havm’n = Z-(Htotm,n + HtOtm,n+1 + HtOtm+l,n + Htotm+ It l)
| 130-1[N-1 ,

UM := ~-p0- Z z (Havm,n) AV

m=0|n=0

UM-10'? = 0.2082

Utot := 2.-UM
Utot
Qc:=0-—
Ptot

Qc = 9.51979x 10*

Total energy stored in the volume of the cavity

Q value of conductor

tand:= 1410 > er = 94 Loss tangent and dielectric constant of Sapphire puck
tandl := 0.0001" erl := 2.06  Loss tangent and dielectric constant PTFE support
1
Eavm,n‘=;'(5¢m,n+B¢m,n+1+E¢m+1,n+F"’m+1,n+1) Nl := 53 Ml :=130
N2 := 57 M2 := 85
AV = aznfm+ 1% = m2)-ar2 N3 =20 M3 = 115
MI—1 N1 N4 =30 M4 = 80
2
UBL:= > | > (Bav, AV UEL = 0.05652 M5 = 45
m=0[n=0 M7 =35 M6 =15
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UE6:= Z

UE7:= Z

M1

UE2:= Z

m =MS5

[(N1+N2

Z (Eavm,n)z-AVm

[ n=NI1

M1

UE3:= Z

m=M6 |

[N1+N2+N3

b3

n =NI1+N2

(Eavm’ n)Z-AVm

M1

)

m =M7+M6

N1+N2+N3+N4-1

>

n=NI+N2+N3

UE4:=

[N1+N2
Z (Eavm n)Z-AVm-sr
| n=NI1 ,

M6-1[N1+N2+N3+N4-1

)

(Eavm n)z‘AVm-sr
n=NI1+N2 ’

m=0 |

M7 NI1+N2+N3+N4-1

2

m =Mé6 n =NI+N2+N3

UEtot := UE1 + UE2 + UE3 + UE4 + UES5 + UE6 + UE’

Ws

Wp:

Qd1:

Qd2:

Qdtot

__ UEtot — UE5 ~ UE6

Ws =0.29458
UES + UE6

_ UEtot — UE7

Wp =912.78656
UE7

1+ Ws Qd1 = 9.24699x 10"
tand

1+ Wp

tandl

Qd2 = 6.09191x 106

__Qd1-Qd2

Qd1 + Qd2

252

(Eavm’ n)2-AV

UE2=0.27667

UE3 = 0.04818

m UE4= 8.10344x 10 >

UES = 1.32528

UE6 = 3.23103x 10 >

(Eavm,n)z-AVm-erl

UE7=1.88212x 10" >
— 13
Utot = 4.16396x 10

W for sapphire puck

W for PTFE support

Quality factor within the Sapphire puck

Quality factor within the PTFE support



_ _Qdtot-Qc
"= Qdtot + Qo Qu = 4.65486x 10" Final/ overall Unloaded Q from Superfish

IL ;= -1822 Insertion loss from VNA

i

QL SF:= Qu-[l - 102(’) QL_SF = 4.08351x 10* Loaded Q from Superfish

QL _VNA := 37834 Loaded Q from the VNA

%error = QL _SF — QL _VNA .100 Yeerror =7.93218 % error between the Superfish &
QL_VNA measurement

Theoretical calculation of resonant frequency (FGHz)

Pt = 10.194
amm = 45 L= 57 fAu = 10.203
fGHz:= 34 .(amm + 3.45) fsuperfish = 10.208
ammfer \ L ftheory := 10.448
fGHz= 10.44755 fHFSS := 10.3

Error calculation of Resonant frequency obtained from VNA (or experiment)- (%errorEXP_f0) and
HFSS (%errorHFSS f0)
fHFSS - 10.194 .

w. 100 %errorHFSS f0 = 100
10.203 - 10.194

%errorEXP_f0 :=

%errorEXP_f0 = 2.39684 %errorHFSS_f0 = 1.03983
Calculation of Loaded Quality factor (QL HFSS) obtained from HFSS

QU _HFSS := 42891

IL
)
QL_HFSS:= QU _HFSS-\ 1 - 10
QL_HFSS = 3.76264x 10°
Error calculation of Loaded Quality factor (%6HFSSerror_QL) obtained from HFSS and VNA

__ QL_VNA - QL_HFSS
- QL_VNA

-100

%HFSSerror_QL

%HFSSerror QL = 0.54874
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APPENDIX Q: Limitation of RG-405, RG-402 and SMA Open Ended

Coaxial Probes

All the results presented in this appendix are obtained from the same models (i.e.
RG-405, RG-402 and SMA) developed in section 5.7.1 along with the parametric tool
using the HFSS software. The general idea of this appendix is to map the complex
admittance (Y1) of the probe obtained from the 3D full wave OCP onto a complex
permittivity (¢; and €;) plane. Such mappings provide a visual representation of how
Yy, varies with €; and €; at a fixed frequency and give an indication of the sensitivity

of the capacitances (i.e. Cp and C)) of the lumped capacitor model of the probes.

The complex permittivity is chosen to be the varying parameter, ranging from
5<£ <100 and 5 <& < 100. For the different values of frequency (i.e. at 0.5 GHz,
1 GHz, 2 GHz and 3 GHz) the model generated sets of complex admittance (Y.) as
function of €; and &;. Simulations of all these OCPs took around 20-23 hours on a
34 GHz CPU and 2 GB RAM machine and the memory usage was around
1700-1950 MB. Finally, the generated complex admittances (Y1) for the different

OCPs were mapped onto a complex permittivity (€; and &) plane as shown below.

Q1: RG-405 OCP

The generated complex admittance (Y1) for the RG-405 OCP was mapped onto a
complex permittivity (¢; and &) plane as shown in fig. Q1. The vertical and horizontal
lines of the contours correspond to Im(Yy) and Re(YL), respectively. The departure
from a square grid pattern is beginning to be visible at 2 GHz and it is manifest at 3
GHz. For any frequency (f) less than 2 GHz, we have a square grid characterised by
Co(f) and C1(f). To check whether Cyp and C; vary with frequency for whole range of
complex permittivity (i.e. 5 < & < 100 and 5 < & < 100), the calculations have been
carried out on the square grids of the contour plot (i.e. fig. Q1) for f=0.2, 0.3, 0.5 and
1 GHz. The results are shown in table Q1.

The results are shown in table Q1. It is apparent from the results that Cj is practically

constant compared to C;, whereas C; varies by a factor of ~ 1.1 over the given
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frequency range of 0.2 to 1 GHz. The variation of C; can be closely represented by a
quadratic function of £ Ci(f) = ay + a(2nf)’, with ay = 10.3488667 and
a; = 0.03422404, where /" and C, are in GHz and fF, respectively as shown in fig. Q2.
The frequency independent term of Cy(f) is 10.3488667 fF, which is close to the value
found in chapter 5 from the HFSS simulation (i.e. 11.06 fF, see table 5.5) within the

error of 6.4%. As mentioned section 5.9.1, instead of using the model

Y, = ju)(C0 +C, (g, - Jje, )) , where both Cj and C, are independent of frequency, one
should use: Y, = joo(C0 +C, (g, - Jje, )) , where Cp = 0.99435 pF along with

Ci(Hh) = ap + a1(21rj)2, to characterise the material properties below 2 GHz, where
ap = 10.3488667 and a; = 0.03422404. In other words, this function can be treated as
a universal model for the RG-405 OCP to characterise the properties of unknown

materials up to 1 GHz with a maximal discrepancies of less than 4%.
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Figure QI1: Parameterisation of the complex permittivity plane at (a) 0.5 GHz,
(b) 1 GHz, (¢) 2 GHz and (d) 3 GHz. The contours shown in colour represent the

imaginary and real part of the complex admittance (i.e. Im(Y;) and Re(Yy)). The non-

uniformity in the contours is due to the limitation of the mesh during the simulation

process.
Frequency (GHz) Gy (pF) C; (fF)
0.2 0.9981 10.51
0.3 0.9852 10.59
0.5 0.9821 10.91
1 1.012 11.25

Table Q1 The variation of Co and C; with frequency for RG-405 OCP for the

permittivity range 5 < & < 100 and 5 < & < 100, where Cy = 0.99435 pF (i.e. average

value over the frequency range 0.2 — 1 GHz).
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Figure Q2 Variation of C) as a function of frequency for RG-405 OCP.

Q2: RG-402 OCP

The generated complex admittance (Y1) for the RG-402 OCP was mapped onto a
complex permittivity (¢; and €;) plane as shown in fig. Q3. The departure from a
square grid pattern is beginning to be visible at 0.5 GHz and it is manifest at 1 GHz.
For any frequency (f) less than 0.5 GHz, we have a square grid characterised by Cy(f)
and C|(f). To check whether Cy and C; vary with frequency for whole range of
complex permittivity (i.e. 5 < & <100 and 5 < &, < 100), the calculations have been
carried out on the square grids of the contour plot (i.e. fig. Q3) for f = 0.2, 0.3, and
0.5 GHz.

The results are shown in table Q2. It is apparent from these that Cy is practically
constant compared to C;, whereas C; varies by a factor of ~ 1.2 over the given
frequency range of 0.2 to 0.5 GHz. The variation of C; can be closely represented by
a quadratic function of £: C1(f) = ao + a1(27tj)2, with ap = 14.48175 and a; = 0.418267,

where f and C) are in GHz and fF, respectively as shown in fig. Q4. As mentioned

section 5.9.1, instead of using the model ¥, = jo(C, +C, (g, - jg,)), where both the

Co and C) are independent of frequency, one should use: Y, = jo(C, +C, (g, - jg,)),

where Cy = 1.049 pF along with Ci(f) = ap + a1(21tj)2, to characterise the material
properties below 0.5 GHz, where ap = 14.48175 and a; = 0.418267. In other words,
this function can be treated as a universal model for the RG-402 OCP to characterise
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the properties of unknown materials up to 0.5 GHz with a maximal discrepancy of
less than 1%.

50
Y .
& . J " 6505.0.0032
< .0028
240 800026 88— 0.0026 00026-3-
= S - S RS == S
= - - oc—O- g r— 00022 - =2
E 30 - i S 002 =5
0.0018 0.0018 —
g 0.0016 L0018 e 1
20d 3——S——=3 " 0.0014 N
2 SN D I R : s e N
= (= { - 7 =3 E 8 8 8 o
B 10 | 0.0006 e - S
= 0.0004 O I W e N l
£ T/ F— S ——{— 0.0004 —
T | T T
10 20 30 40 50

Real permittivity (€,)

(a)
~, 50
W
SN’
EXE
&
H
g 30
L
(=8
o 20 —
<
8
20 10
& fe= ) S % A
= L — 0.0005 =
T T 95 T
10 20 30 40 50
Real permittivity (g,)
(b)
50 N /\ =< ‘
001~ 0012 o014 -
i g(o o N DSOS
0014 0.016
30 — 1w .1

0.012

4
/0.006" / 0.008 901

o 0004%'0006
»1/:\7;70026;0028//0034 0036/004/J
| | 1 |
10 20 30 40 50

N
©
1

0.014 0.012

10~ ~—
[

Imaginary permittivity (&,)

Real permittivity (€,)
()
Figure Q3: Parameterisation of the complex permittivity plane at (a) 0.5 GHz,
(b) 1 GHz and (c) 2 GHz. The contours shown in colour represent the imaginary and
real part of the complex admittance (i.e. Im(Y1) and Re(}1)). The non-uniformity in

the contours is due to the limitation of the mesh during the simulation process.
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Frequency (GHz) Co (pF) C, (fF)
0.2 1.059 15.12
0.3 1.059 15.89
0.5 1.029 18.71

Table Q2 The variation of Cy and C; with frequency for RG-402 OCP for the
permittivity range 5 < ;< 100 and 5 <& <100, where Cy = 1.049 pF (i.e. average
value over the frequency range 0.2 — 0.5 GHz).

20 T
2 ,0'4
C,() =14.48175 - 0.418267 Q2nfy —=-
18 -
3
o
16 o
<o
14 . T ]
0.2 0.4 0.6

Frequency (GHz)

Figure Q4 Variation of C; as a function of frequency for RG-402 OCP.

3: SMA OCP

The generated complex admittance (Y1) for the SMA OCP was mapped onto a
complex permittivity (e; and &) plane as shown in fig. Q5. The departure from a
square grid pattern is beginning to be visible at 0.5 GHz and it is manifest at 1 GHz.
For any frequency (f) less than 0.5 GHz, we have a square grid characterised by Co(f)
and C\(f). To check whether Cp and C; vary with frequency for whole range of
complex permittivity (i.e. 5 <& < 100 and 5 < & < 100), the calculations have been

carried out on the square grids of the contour plot (i.e. fig. Q5) for f= 0.2, 0.3 and
0.5 GHz.

The results are shown in table Q3. It is apparent from the results that Cy is practically

constant compared to Cj, whereas C; varies by a factor of ~ 1.2 over the given
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frequency range of 0.2 to 0.5 GHz. The variation of C; can be closely represented by
a quadratic function of £ £ Ci(f) = ap + ai(2nf)’, with ay = 26.8005 and
a; = 0.36918906, where f and C) are in GHz and fF, respectively as shown in fig. Q6.
The frequency independent term of Ci(f) is 26.8005 fF which is very close to the
value found in chapter 5 from the HFSS simulation (i.e. 27.5 fF, see table 5.5) within

the error of 2.5 %. As mentioned section 5.9.1, instead of using the

model Y, = jco(C0+C1 (.- jaz)), where both Cp and C; are independent of

frequency, one should use: ¥, = jo(C, +C, (¢, - je, )), where Co = 0.9265 pF along
with Ci(f) = ap + a1(2nf)’, to characterise the material properties below 0.5 GHz,
where ay = 26.8005 and a; = 0.36918906. In other words, this function can be treated
as a universal model for the SMA OCP to characterise the properties of unknown

materials up to 0.5 GHz with a maximal discrepancy of less than 2.5%.
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Figure Q5: Parameterisation of the complex permittivity plane at (a) 0.5 GHz,

(b) 1 GHz and (c) 2 GHz. The contours shown in colour represent the imaginary and

real part of the complex admittance (i.e. Im(Y;) and Re(Y1)). The non-uniformity in

the contours is due to the limitation of the mesh during the simulation process.

Frequency (GHz) Gy (pF) C, (fF)
0.2 0.9225 27.22
0.3 0.9216 27.54
0.5 0.9354 31.18

Table Q3 The variation of Cp and C;, with frequency for SMA OCP for the

permittivity range 5 < g1 <

value over the frequency range 0.2 — 0.5 GHz).

100 and 5 < & < 100 where Cy = 0.9265 pF (i.e. average

| v
314 ,
C (f) = 26.8005 - 0.36918906 (2xf) —
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g 29
o
28 1
-
_____ T Nl
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T T ’ T X T T T T T T T v
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Frequency (GHz)

Figure Q6 Variation of C as a function of frequency for SMA OCP.
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APPENDIX R: Anritsu K- Connector (Machining Dimension)’

All the following figures were obtained from the Anritsu company website
(http://www.anritsu.co.uk/products/default.php?p=285&model=K 102F)

Center Conductor i
Interface | _soidering — Center Conductor
and Support . =k
Baad Assarmibl NN Microstrip— | Access Hole Support Bead
y TV — Center Conductor
Sparkplug ANV
» . b
Glass L Glass Sparkplug
Bead** T— Housing Bead™*
Figure R1 K-connector Kit. Figure R2 K-connector kit assembly.
Solder Solder
or Bond —»
Microstrip, Coplanar-
Waveguide, Suspended
Substrate

1—0.30

Bead

0.102 +0.025 Interface

Compensation 0.076 +0.013 Bead
G L Compensation

Figure R3 Installation of glass bead. In our case the glass bead was installed in the
machined brass block (see fig. R4).
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/ ~ R.025 MAX HOTES.

. ALL DIMENSIONS ARE iN Mil IMETERS,

2. THE CONCENTRICITY OF THE 1,576, 1.981, AND
5. 564 DIA HOLES 10 THE 0.711 DiA MOLE 1S
CRITICAL AND MUST BE HELD WITHIN $0.038mm.

3. WITH THE MODEL 01-104 DRILL K17, ALL OF THE

REQUIRED CONCENTRIC HOLES CAN BE MACHINED AT

THE SAME TIME USING A SINGLE BIT.
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CRITICAL Di.”
20,050

i
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"NANANNN
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“E W
- o+ DIMENSION (5 0.88920.050mm iF SLIDING CONTACTS
&# T - 1.98140.025 014 ARE USED.
eve DIMENSION |5 0,836¢0.025m: 1F SLIDING CONTACTS
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/ BORE 5,68420,07
e
-

b
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Figure R4 Machining dimensions for the K-connector kit mounting hole (i.e. on the
brass block).

' Anritsu  Company, “K  Female  Sparkplug  Launcher  Connector = Model: KI102F”,

http://www.anritsu.co.uk/products/default.php?p=285&model=K102F (accessed on 2 April 2007).
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APPENDIX S: Determination of Complex Permittivity of Unknown Materials
Using Variational Model

fstart := 30-10° Start Frequency NP := 201 Number of points
fstop := 6-10° Stop Frequency n:=0..200 ji=y-1

n
f = fstart + N -(fstop ~— fstart)

P-1

data0 - S11 data of empty probe (air) datal - S11 data of sample under test

data0 := READPRN"D:\My PhD work\My PhD work\IEEE Journal\data18.d1")
datal := READPRN"D:\My PhD work\My PhD work\IEEE Journal\data19.d1")

Z. =50 @:=2mnf

0
x0n = dataOn, 0 y0n = dataOn’ , xln := datal n,0 yln = dataln, 1
S1 l_alrn = xOn + J')’On S1 l__samplen = xln + J-yln

S11_sample Eliminating the electrical length L between AB and AB" - see section

Pn= 1 1_air 6.2.2 of chapter 6.
n

Cl1 is the fringing field capacitance due to the material under test, respectively.

C0:=0 cl:=827-100 1

—~ L . 9
t:=1410" ' relaxation time of each dipole  freq:= freq = 1.137x 10

2mnT
el dand e 2 d are the real and imaginary part of the Debye model of the material under
testy, respectively.

25.4- 4. 254-49)2nf -
eld =49+ (23 29) - 2 d 63 {2 (0]
- n A
1+ (21: fn) (1) - (2n fn)2~(r)2

Ya :=jo -Cl Aperture admittance without the sample (air)
r (1 - ZO'Y"‘n) Measured reflection coefficient at the reference plane AB without the

a_ = —————

n (1 + ZO'Yan) sample

inverse_T'a_:= El i ZO'Yan)

'Rn = inverse_ Fan 1- ZO-Yan)

1 (rn - pn) . .
Ys = [—]——-— Aperture admittance with the sample

zy ) (T, + py)
1 st ; PP
emodel := <13 inverted to find complex permittivity of the sample
Jo
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¢ 1 _model and ¢ 2 model are the measured real and imaginary part of the complex
permittivity of the material under test, respectively.

al_mode]n = Re(amodel n)

30 T T

2x10°  4x10°  6x10°

fn

Error Calculations

¢2_model 10

100

n = 4. 200 Number_of points := (200 - 4)
| lel_model ﬂl - |81_d nl |
Percent €1 model := — !
ar " |sl_d g
200

Z Percent €l model ”

n=3

Mean_elmodel % error A := -
Number of poi

He2_m0del ol — €2 d

nts

Percent €2 model :=
“aats n |az_dn

200

-100

Z Percent €2 model £

n=3

Mean_&2model % error A := =
- Number of poi

nts
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aZ_modeln = —In(amodel n)

15 =T, T

6x10°

4x10°

2x10°
fn

Mean_glmodel % error A =23.112

Mean_e2model % error A =27.176



APPENDIX T: Coaxial Probe Analysis of Metal Oxide Nanoparticles

(All undefined symbols have their usual meanings, all units are S.1.)

200 =4 1077 =y

Read data in matrix form. The identifier "0", "00", "000" corresponds to the S11 data for the empty
probe.

0 = 8.854.10"

data0 := READPRN("D:\My PhD work\PhD_Thesis\Pt3nm\empty1.tx}
data00 := READPRN("D:\My PhD work\PhD_Thesis\Pt3nm\empty2.t}
data000 ;= READPRN("D:\My PhD work\PhD Thesis\Pt3nm\empty3.t3

Read data in matrix form. The identifier "1", "2", "3", "4" and "5" corresponds to the S11 data for
the 1, 2, 3, 4 & 5 drops of metal NPs, each drop form a thickness of Sum (after the complete
evaporation of water).

datal := READPRN("D:\My PhD work\PhD_Thesis\Pt3nm_1drop.t3

data2 := READPRN("D:\My PhD work\PhD_Thesis\Pt3nm_2drop.t}

data3 := READPRN("D:\My PhD work\PhD_Thesis\Pt3nm_3drop.txt}

data4 := READPRN("D:\My PhD work\PhD_Thesis\Pt3nm_4drop.t}

data5 := READPRN("D:\My PhD work\PhD_Thesis\Pt3nm_5drop.t3

NP := 201 fstart:= dataOg o fstop := data0p |

n:=0.NP-1 fy, = fstart+ NPn— ” -(fstop — fstarf)

pOp := dataOp4q,0 + j-dataOp+1 1 p00;, := dataO0p4 1,0 + j-data00n. 1, 1
p000;, := data000,,1,0 + j-data000n+1, 1 plp = datalpyq 0 + j-datalpyy g
p2n := data2n1,0 + j-data2pi,1 p3n = data3nyq, 0+ j-datadns 1
p4n = datadp,q o+ j-datadniq,1 p5Sp = dataSpyq 0 + j-datadpiq )1

Eliminating the electrical length L between AB and AB" - see section 6.3.1 of chapter 6.

pln p2n P3n p4n p5n
rln:= r n = r n--= K no=—"" r n =
p000, p00, p000, p0p p000,
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150

|14
|24
3a] 180
T4 q|
|5 nl
240
270
arg(rl n) ,arg (F2 n) - arg(l"3 n) : arg(r4 n) : arg(FS n)
outer radii of the probe inner radii of the probe
CO= 611015 wopi=2n-f, b:=086310° a:=0.1525-10 °
70 := 50  Characteristic impedance of the probe
1 —j-0n-C0-Z0

= 1= pyTl 2= PuT2
Pn 1+ j0qC0-Z0 qlpn =Pnltin Q<n == Pnl4n

qQ3n == Pn3n q4n == pnT4n q5n = pPnTSn

a =1
1. 1—ql 2. 1 1
Y g = —] —2 ~ j-0q°C0-Z0 Rslp = — - Gsly =
70 ( 1+ qly u(h) Re(Y_1p) Rsl,
a Yo = In(Y_14)

b
ml = slope(f,Y1) ¢l = intercep(f, Y1) yln := cl + ml-f, Csp = ml-lr(——)
a

1-q2 2- 1 1
Y 2, = 1 [22%n . ,C0-Z0- RS2l Gs2p =
70 \ 1+ q2q 1 {g) Re(Y_2n) Rs2n
a Y2, = Im(Y_2n)
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: b
m2 := slope(f,Y2) c¢2 := intercep(f, Y2) y2n = 2 + m2-fy, Csy = m2-lr(-—)
a

1 (1-93n . o
Y 3= —-( . YN ]-mn-CO-ZO-a) RAL = e : Gs3y =

. Z0 \ 1+ q3p Rs3,

' 1
“G) e Y3y = Im(Y_3p)

. b
m3 := slope(f,Y3) ¢3 := intercep(f, Y3) y3ph = ¢3 + m3-f, Csy = m3-lr(—)
a

1 (1-g% 2-m 1 1
Y 4pi=—- —J-:0n-C0-Z0-a = . =—
e (1 vaqdy OO0 ) e | r( b ) Re(Y_4n) O%n = Ren
3 Yy = Im(Y_4p)

b
m4 := slope(f,Y4) ¢4 := intercep(f,Y4) y4p == c4 + mé-f, Cs3 = m4'11(—)
a

2 1 1
= GSSn =

| {E) Re(Y_5n) Rs5,

a Y5, = In(Y_5a)

1 (1-a5, .
Y 54—~ —j-0nC0-Z0-a Rs5y =
70 \ 1+ g5q

b
m5 = slope(f,Y5)  ¢5 := intercep(f,Y5) y5n := ¢5 + m5-f, Csy := mS-Ir(—)
a

Sheet conductance as a function of frequency

4><10_3 T T T

Gsly [
ee0 3410 3F "
Gs2,
Gs3p 2><10_3- o
Gs4,
Gss, 1x107°F -

0 R 8 9 10

1x10° 1x107 1x10 110 110
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U:==15 J,=4

1 U
RsOg := ——- Rsl
% U-L Z n

n=L
1 U
RsQy := ——- Rs
03 O-L 4n
n=L
GsOo'-——l-- Gs0q :=
: Rs0p 1:

fi. = 1.200294 x 10°

U
RsO; = ——- z Rs2,
n=1L
U
RsOy := ——- Z Rs5,
n=L
L 1
Rs01 sz = Rs0;

The last part writes the data to a file.

IT n,6 := Re(I'3p)

GGp,o0 = fn YYn,0 = fn Y¥n,0 = fn

GGp,1:=Gslp  YYn,1:=Yly yy,1:=Yln
GGp,2:=Gs2y,  YYn,2:=Y2n  ¥Y¥n,2:=Y2n
GGp,3:=Gs3y  YYn,3:=Y3n ywm,3:=Y3n
GGn,4:=Gsdy YYn,4:=Y4n Y¥n,4 =Y
GGn,5 :=Gs5y  YYh,5:=Y5,  ¥¥n,5:=Y¥5n

Write the data (or results) as ASCII format

1
GsO3 :== — Gs04 =
03 Rs03 4

ITp,0:= Re(rl n)
IT n,2 = Re(r2p)

IT p,4:= Re(FS n)

ITp,8:= Re(F4n)

fiy = 4.5002775 x 10°

Rs04

ITp,1 = Im(rly,)
[T p,3:= Im(r2n)
IT n,s = Im(r5,)
IT p,7 == Im(r3p)

IT pn,9 := Im(r4y)

WRITEPRN("D:PhD work\PhD Thesis\Pt3nm_Conductance_function of frequency.3t"= GG

WRITEPRN ("D:PhD work\PhD_Thesis\Pt3nm_Susceptance_function of frequency.tx)":= YY

WRITEPRN("D:PhD work\PhD_Thesis\Pt3nm_Reflection Coefficient.txt= I'T

WRITEPRN("D:PhD work\PhD_Thesis\Pt3nm_Sheet capacitance.tx)":= Cs
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APPENDIX U: Input Text File for the Superfish Analysis of SDR

FISH Test: Sapphire DR with NO hole at the middle ; name of the file.

1 iteration, no resonance search

&reg kprob=1,icylin=1,dx=.01,dy=.01  ;kprob defines the problem (1:Superfish
problem, O0: Poisson problem), icylin
represents coordinate system  (0:
rectangular, 1: Cylindrical), dx and dy
specify the x and y mesh size, relatively

nbsup=0, nbslo=0, nbsrt=0, nbslf=0, ;Describe the boundary conditions on the edges
of the problem geometry

XDRI=0.81117,YDRI=0.31716,maxcy=10,freq=10448 & ;xdri and ydi designate x
and y location for drive point,

maxcy sets the maximum
number of cycles to find
resonant  frequency, freq
where the wuser set the

approximate resonant
&po x=0.0,y=0.0 & frequency
&po x=0.0,y=1.30 &
&po x=1.60,y=1.30 & ;Assign the boundaries for the cavity

&po x=1.60,y=0.0 &
&po x=0.0,y=0.0 &

&reg mat=2 &

&po x=0.532,y=0.0 &

&po x=0.532,y=0.452 &

&po x=1.104,y=0.452 &

&po x=1.104,y=0.15 & ;Assign the boundaries for the sapphire puck
&po x=1.6,y=0.15 &

&po x=1.6,y=0.0 &

&po x=0.532,y=0.0 &

&mt mtid=2

epsilon=1, ; Assign the properties (i.e. p and €) of sapphire puck
mu=9.4 & ;(where p -> e and € -> p)

&reg mat=3 &

&po x=1.3,y=0.15 &

&po x=1.3,y=0.50 &

&po x=1.60,y=0.50 & ;Assign the boundaries for the PTFE support
&po x=1.60,y=0.15 &

&po x=1.3,y=0.15 &

&mt mtid=3

epsilon=1, ; Assign the properties (i.e. p and &) of PTFE support
mu=2.06 &

269



APPENDIX V: Coaxial Probe Analysis of Pure Metal Nanoparticles

(All undefined symbols have their usual meanings, all units are S.1.)

12 u0 =4 -10—7 Jji=4-1

Read data in matrix form. The identifier "0", "00", "000" corresponds to the S11 data for the empty
probe.

¢0 := 8.854-10

data0 := READPRN ("D:\My PhD work\My PhD work\H2 adsorption\Pt3nm\empty1.txt" )

data00 := READPRN ("D:\My PhD work\My PhD work\H2 adsorption\Pt3nm\empty2.txt")

data000 := READPRN ("D:\My PhD work\PhD_Thesis\H2 adsorption\Pt3nm\empty3.txt" )

data0000 := READPRN ("D:\My PhD work\PhD Thesis\H2 adsorption\Pt3nm\empty4.txt")
Read data in matrix form. The identifier "1", "2", "3", "4" and "5" corresponds to the S11 data for
the 1, 2, 3, 4 & 5 drops of metal NPs, each drop form a thickness of Sum (after the complete
evaporation of water).

datal := READPRN ("D:\My PhD work\H2 adsorption\Pt3nm\Pt3nm_1drop_P3.txt")

data2 := READPRN ("D:\My PhD work\H2 adsorption\Pt3nm\Pt3nm_2drop_P1.txt" )

data3 := READPRN ("D:\My PhD work\H2 adsorption\Pt3nm\Pt3nm_3drop_P1.txt" )

data4 := READPRN ("D:\My PhD work\H2 adsorption\Pt3nm\Pt3nm_4drop_P4.txt" )

data5 := READPRN ("D:\My PhD work\H2 adsorption\Pt3nm\Pt3nm_5drop_P3.txt" )

NP := 201 fstart:= dataQg ¢ fstop := dataQp 1
n
=0.NP-1 fn := fstart+ -(fstop— fs
n n NP — 1 (fstop— fstarf)
p0p := datalp, 1,0 + j-datalnyq g p00, := data00p1,0 + j-data00n1 1

p000,, := data000,.1,0 + j-data000n41, 1 p0000;, := data0000p1 o + j-data0000n, 1 1
ply :=datalp,q, 0+ j-datalpyg )i p2p = data2p,1,0 + j-data2p,q g
p3n := data3ne1, 0+ j-datadniq )1 p4p = datadp, o+ j-datadniq i

pSn := dataSpi1 0+ j-dataSni,1

Eliminating the electrical length L between AB and AB" - see section 6.3.1 of chapter 6.

1 2 3 p4 pS
M= —" =20 3,222 g =20 5= —
p000y pOn pOn pOn p000y
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240

270

arg(rl n) . arg(r2 n) , arg(rS n) , arg(F4 n) 5 arg(FS n)

outer radii of the probe inner radii of the probe
15

CO:=6.1-10 op:=2x-fy b= 0.863-10_3 8= 0.1525-10_3
70 := 50  Characteristic impedance of the probe
1-j-0nCO-ZO ; . " A
= = pnT = Pn°
Pn 1+ j-0-COZ0 qln == Pnlln d<n = Pn't<4n
a =1 q3n == pnT3n q4n == pnT4n q5n == pPnT5n
o
Z 13k ; Rs Ll := ——~Re(Z_1n)
- 1 1 - qln ] b
— —j-0n-C0O-Z0-o In —
Z0 \ 1+ qly a
1
Z1y = Im(Z_1p) m_L1:=slope(f,Z1) ¢ Ll:= intercep(f,Z1)  Gs Lln = ———
s i |
b
z Llg==c Ll+m L1f;, Lsp = m_Ll-ln(—)
a
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1 2.

Z 2, = Rs L2 i= —— -Re(Z_Zn)
1 1-q2,
—_— —1'0n-C0-Z0-a
Z0\ 1+ q2,

{2)

22y :=1m(Z_2,) m_L2:=slope(f,Z2) c_L2:= intercep(f,Z2) Gs_L2,:= !

Rs L2,
z L2 =c 12+ m_L2f, Lsy = m_Lz.l,(E)
a
1 2
Z3n =3 Rs L3, := ——.Re(z_:;n)
1 (1-q3n . b
e —j0nC0-Z0-a In —
Z0 \ 1+ q3j a
Z3n = Im(Z_3n) m_L3 := slope(f,Z3) ¢ L3 :=intercep(f,Z3) Gs_L3,:= ————(R 1L3)
s
- n

z L3, :=c L3+ m_L3f, Lsp := m_L3-1|v(P—)
a

1 2.
Z 4= - Rs L4y := ———~Re(Z_4p)
1 (1-q4n b
—_ —j0n'C0-Z0-a In —
Z0 \ 1+ g4y a

Z4, = Im(Z_4n) m_L4 := slope(f,Z4)  c_L4 := intercep(f,Z4) Gs L4, =

1

Rs L4,
b
z L4y:=c 14+ m L4f, Ls3:= m_L4-lr(—)
a
2.
Z 5= 1 Rs_LSp := ——Re(Z_5p)
l 1 - an . b
—. —j-nC0-Z0a In —
Z0 \ 1+ g5, a
1
Z5,:=Im(Z_5,) m_L5:=slope(f,Z5) c_L5 := intercep(f,25)  Gs L5, := L5

b
z LSy:=c LS+ m _L5f, Lsg:= m_L5-lr(;)
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Sheet conductance as a function of frequency

0.2 T T F
Gs L1y
e (.15F !
Gs L2,
Gs_L3n (L !
GS_.L4H \M
Gs L5, 0.051 n
O— OSSR,
0 1 1 1
1x10° 1x107 1x10% 1x10° Ixigt?

2
0 2¢10° 4x10° 6x10°
fn
U=15  L:==4 fi = 1.200294 x 10° fu = 4.5002775 x 10°
.U

Rethl=l———t Rs L1 RSO RS Rs 1.2, RsOp:=—— Rs L3,
s0o U-L Z i il Z Z

n=L n=L n—L
Rs03——ZRLAn RsO4———ZRsL5n



1
GSO() = '1-{8—00

The last part writes the data to a file.

GGp,0 == fn

GGnp,1:= Gs_Lly
GGnp,2 == Gs_L2,
GGy, 3 := Gs_L3,
GGp, 4 := Gs_L4y,

GGy, 5 := Gs_L5,

Gs0j :=

1
Rs0y

ZZy,0 =ty

7741 = L1y
774,72 =72y
Z7y,3 := 13y
2Zq,4 = Zty
77,5 := 25y

1

GsOp = ES-EZ-
Y¥n,0 = fn
Z%,1 = 2_Lly
Z7%,2 = z_L2y,
77,3 = 2_L3,
77,4 = z_L4y,
27,5 = z_L5,

Gs03 := ﬁ;

IT n,0 = Re(T'1p)
IT n,2 = Re(r2y)
IT n,4 = Re(rSy)
IT n,6 := Re(r3p)

IT pn,g := Re(r4p)

Write the data (or results) as ASCII format

IT p,1 := Im(r1py)
IT p,3 = Im(r2p)
IT p,s5 = Im(r5y)
[T p,7 := Im(r3p)

IT n,9 = Im(r4p)

WRITEPRN ("D:PhD work\pure Pt3nm_Conductance_function of frequency.txt") := GG

WRITEPRN ("D:PhD work\pure_Pt3nm_Susceptance_function of frequency.txt") := ZZ

WRITEPRN ("D:PhD work\pure Pt3nm_Reflection Coefficient.txt") := I'T

WRITEPRN ("D:PhD work\pure_Pt3nm_Sheet inductance.txt") := Ls
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APPENDIX W: Detailed Derivation to Obtain the Internal Inductance of

Porous Conducting Layer (assuming non-uniform current density, i.e.

limit 7 >> 8)

“~_material

Figure W1 Shows the porous conducting sheet.
The current density (J; (x)) at depth x shown, measured from the middle of the sheet,
is
LAhsdoe ™ (W1)

where J, and & are the current density magnitude and skin depth of the sheet,

respectively.

We use Ampere’s law to find By(x) at depth x shown, measured from middle of sheet,

as follows
VxB=pyJ

oB (W2)
ny =pJ = B, =p,J.8
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The magnetic stored energy in a sliver of sheet, thickness dx is

BZ
U, = [=—av
2u,
© 2 y2e2 -2x/8
= IML wl dx (W3)
0 2p,
1
2

Hody 8wl —

Denoting Lin; as the internal inductance, by definition

1
Um = 5 LintI 2 (W4)

where the total current is

I= TJz(x)w dx

(W5)
=J,wd
Hence from Eq. W3 and W5, the internal inductance (Liy;) can be written as
L, =L1HS (W5)
2w
Therefore, the total internal inductance (Liy) of the sheet is
[ =Bd (W6)

int

w

(remembering that the sheet has two surfaces)

If the current density is uniform (i.e. limit # << §) then the equivalence formula is

1 b
L =——ntln| — w7
int 2471:“'0 n(a) ( )

where b and a are the outer and inner radii of the coaxial probe.
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APPENDIX X: The Components (i.e. R, C and L) Values Chosen for the R-C and
R-L Network Models

B“‘C-ne‘ﬂ‘k R-L network

’
»

=

ECoEC
g L s B |
I e
T T T T

>
\
\

eleétrode 2

Figure X1 An example of 5 x 5 random R-C network and R-L network is shown, although
the actual network used in this research is much larger (15 x 15).

In this research, the values of resistance (R), capacitance (C) and inductance (L) were the
same values as obtained from the microwave experiments (see sections 6.3.2 and 6.5.2) as
listed in table X1 below. As it is apparent from the TEM images (fig. 4.15 ) obtained for the
Pt oxide NPs, the variations in the size distribution of the particles are very small, therefore
the variations of resistance values are small, which leads to an assumption to make the
variations of the resistance to be 10% of the actual values. For instance, for the 1 drop of
3 nm Pt oxide nanoparticle (NP) film, the individual vertical (e.g. Zr;) and horizontal (e.g.
Z12) components of the above circuit (see fig. X1) were replaced with the values of
R =7000 + 10% Q and C = 1 x 10%° F. Similarly, the remaining 4 graphs of the fig. 6.57
were obtained separately by running the MATLAB script (i.e. using the MATLAB script to
analyse the frequency response of this circuit) independently. In the similar manner the

values listed in tables X2 and X3 were used in the same circuit independently to resemble the
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microwave experimental results and has been found to predict the correct signature Pt oxide
NP (tables X1 and X2 — see fig. 6.58) films, pure Pt and Au NP films (table X3 — see

fig. 6.59), respectively.

No. of drops Resistance (2) | Capacitance (F)
1 drop 7000 + 10% 1x10%°
2 drops 1600 + 10% 1x 102
3 drops 750 + 10% 1x10?%°
4 drops 480 + 10% 1x10%°
5 drops 355+ 10% 1x102%°

Table X1 shows the actual values used in the R-C network, which have been obtained from

the microwave experiments (e.g. for 3.0 nm) Pt oxide NP films.

No. of drops Resistance (kQ) | Capacitance (fF)
1 drop 71.4+10% 25+ 5%

2 drops 32.3+10% 50 £ 5%

3 drops 18.0 £ 10% 100 = 5%

4 drops 142+ 10 % 150 + 5%

5 drops 10.2 + 10% 200 = 5%

Table X2 shows the actual values used in the R-C network, which have been obtained from

the microwave experiments (e.g. for 6.9 nm) Pt oxide NP films.

No. of drops Resistance () | Inductance (nH)
1 drop 70 £ 10% 0.6 £ 10%
2 drops 30+ 10% 0.9+ 10%
3 drops 20 £ 10% 1.2 £ 10%
4 drops 14 + 10% 2.0+ 10%
5 drops 12 £ 10% 3.0+ 10%

Table X3 shows the actual values used in the R-L network, which have been obtained from
the microwave experiments (e.g. for 3.0 nm) pure Pt NP films (i.e. after the exposure of H,

gas).
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APPENDIX Y: MATLAB Script for Random Network Circuits

{,(1»1’(*******4(***“}«'**-A“ki-*ir-ki'***s\-‘k**k*ks\”k* ek ok kR ke ke ok ke ke ke ke ke kA ke Rk ok ke ke ke ok kR ke ok ok ke ok ok ok Rk ke ke ok ok ok ok kK

% Aslam Sulaimalebbe Cardiff University
% Impedance algorithm of a 2D network with normal capacitive/inductive

distributions
* Based on method developed by Frank and Lobb 1988

f‘»i‘;"k*i'****‘k*i“k*****‘k*‘l"k***‘k*ﬂ-‘k***A’i’i'*){i"i"k-k-*'k*"i'*i'i“k-l'**i'~i'*v\'~k‘k*~i-*~&'**{'§\"ki‘*‘k*‘i’*****'k'k

clear

% Variables

for b = 1:1 %for loop with hold on te compare results (there is an
command associated with this at the bottom c¢f the

n = 15; % size of mesh

resistor = 1000; % resistor value

.
(@)
w

T
jol
(9]
s
ot
O
=
o

i
Qi
b
-
0]

3capacitor = le-9

capmean = 0.001le-12;
capdev = 0.le-14;
indmean = le-4

inddev = le-11

[0}
o
O
>

prob = 0; % probability of resi
freq_start=0;

freq_stop=10e9;

number of points=100;

PR 1
i

tf=[freq start:freqg stop/{(number of points-1):freq_stcpl;
% to create logarithmic frequency points
f=[0:number_ of points]:

power=1ogl0 (freq_stop):

f=(10/number_of points)*f;

£f=10.~(f);
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% Generate random impedance values

Radd=ones (n"2) ; *address matrix (to locate resistors to be assigned)
Cadd=zeros (n"2); taddress matrix {to locate capacitors to be assigned an

{
admittance once frequency is allocated)
q ¥ atLirocated)

rand('twister',sum(100*clock)); % randomly initiate seed for twister
algorithm

for row = 1:(n"2)
for col = 1:(n"2)
t=rand;
if t>prob $propability of resistor
Radd(row, col)=0;
Cadd (row,col)=1;

end
end
end
¥ normal distribution of capacitances

randn('state',sum(100*clock));

Fparacap= capmeantcapdev.*randn(n®2)+1le-70;
serind= indmean+inddev. *randn(n”2)+1e-70;
gparares= 350+0.*randn{n"2);

serres= 65e3+0.*randn(n”"2);

—

¥parares= (paracap./ie-%).*1600;

for r = l:number of points+l

YcapZ=1./(3*2*pi*f(x) . *paracap);

indZ=(j*2*pi*f (r).*serind) ;

% in parallel with resistance

oo

cell = {(parares.‘cap?)./(parares+capl);
% inductor in series with resistor

cell = indZ+serres;

Z=Radd*resistor+Cadd. *cell;

)

> node. ..

Q

on centr

a

% number of iteration base

3 copy Z values intc transformation algorithm

280



% starting point for diagonal (based on centre node)

% generate starting points

for start = (n+2):n"2

row = ceil(start/n);

#( number of iterations for this diagonal will be lowest of eithe

the right or downwards)

if row*n-start<n-~row

number of iterations = row*n-start; &¢

n-row)

else number of iterations = n-row;

end

[a]
3
o]
o
0]
9
ot
@)

19}
oy
o]
1
}..J
o}
t
(3
-
O
by
o}
9}
ot
o]
H
-
)
s
0
O
=

% set initial Zdiag for this starting point

if (start+n-2)/round((start+n-2)/n)==n 2 if cent

n)

Zdiag = Z(start-n-1,start-n);
else

Zdiag =
end

for x = O:number of iterations % {number of nodes in diagona

m=start+ (n+l) *x;

% clauses pased on mesh pos

% boundary position left
well programmed?)

if (m+n-1)/round((m+n-1)/n)~=n
{Otherwise end this cycle of fox

% boundary position right

if m/round(m/n)==n % 1f m
right node as well}.

Z(m-1,m) = (Zdiag*Z{(m-1,m))/(
it in parallel)

e point is Z+{multiple of

Z(start-n-1,start-n)+Z(start-n-1,start-1);

% for loop for each diagonal {starting at the above starting point).

)

{is this necessary if starting points are

v

if not 1+{multiple of n), then carry on.

is multiple of n (this will cover bottom

Z(m-1,m)+2Zdiag); % {diag and one below
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% boundary pesition bottom

else if m > n*"2~-n % 1f m is in the bottom row

Bl = Zdiag;
B2 = Z(m-1,m);
B3 = Z(m-n,m);

B4 = Z(m,m+1);

% then the boundary transformation

% od-Y 1, 2, 3 go to 5,6,7

w
(&4}
I

B1*B2* (1/(B1+B2+B3));
B1*B3* (1/(B1+B2+B3));
B2*B3* (1/ (B1+B2+B3)) ;
B7+B4;

W o w
@0 3 o
I ] I

% reassigns boundary transformation variables to matrix

Z{m-1,m) = B5;
Z(m-n,m) = B6;
Z(m,m+1) = BS§;

else

{;

¥ assigns transformation variables based <

Tl = Zdiag;

T2 = Z(m-1,m);
T3 = Z(m-n,m);
T4 = Z(m,m+n);
T5 = Z(m,m+1);

% then the transformation

$firstly d-Y 1, 2, 3 go to 6, 7, 3
T6 = T2*T1*(1/(T1+T2+T3));

T7 T1*T3*(1/(T1+T2+T3));
T8 = T2*T3*(1/(T1+T2+T3));

3secondly Y-d 4, 5, & go to 9, 190,

t

€

node



T9 = ((T4*T5)+ (T5*T8)+ (T4*T8))/T5;
((T4*T5)+ (T5*T8)+ (T4*T8)) /T4;
((T4*T5)+ (T5*T8)+ (T4*T8)) /T8;

T10
T11

fl

i

% reassigns transformaticn variables to matrix

Zdiag = T11; % re-use diag which has sinply moved
Z(m-1,m) = T6;

Z{m-n,m) = T7;

Z(m,m+n) = T9;

T10;

Z{(m,m+1)

end
end
end
end

end

Result = 0; %initialise result
for i=l:n-1

Result = Result + Z(n"2-i,n"2-i+1);

end
fr(r,1) = £(r):
Zzr(r,1l) = Result;
y(r,1) = (1/Result); Fr(l/3*2*pi*f{r)"8e-15};
end
loglog(fr,abs(l./2r), 'LineWidth',0.01)
hold on
end
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