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Abstract

Metal particles of the dimensions of the order of 1 to 100’s of nanometers show unique properties that are
not clearly evident in their bulk state. These nanoparticles are highly reactive and sensitive to the changes
in the vicinity of the particle surface and hence find applications in the field of sensing of chemical and
biological agents, catalysis, energy harvesting, data storage and many more. By synthesizing bimetallic
nanoparticles, a single nanoparticle can show multifunctional characteristics. The focus of this thesis is to
detail the synthesis and understand the properties of bimetallic nanomaterial systems that show interesting
optical, chemical, and magnetic behaviors, some of which fall into the category of a symbiotic behavior.
Symbiosis is the mutual sharing of resources between two individual organisms. The potential design con-
siderations in the synthesis of such symbiotic nanomaterials include their position in the electrochemical
series, thermodynamic immiscibility, and vastly contrasting properties, such as plasmonic (Ag) and ferro-
magnetic (Co). In addition to these aspects, nanostructure size, shape, and composition can also play an
important role in the ensuing optical, magnetic and chemical behaviors. For this work, two different syn-
thesis routes were utilized to make nanostructures of various shapes, size, composition and spacing. The
second part of the thesis focused on to understand the relationship between the role of intrinsic and extrinsic
factors on the optical and chemical properties of these bimetallic nanostructures. From measurements of
the plasmonic resonance energy and bandwidth, we developed a quantitative picture of the dependence of
oxidation stability, plasmon quality factor and the radiative quantum efficiency on size and energy. These
results showed that the bimetal nanoparticles could have comparable or better quality factor and quantum
efficiency than pure Ag.

We also discovered a new class of thin film amorphous transparent semiconducting material. The semi-
conductor was made from a ternary oxide comprising of the metals Fe, Tb, and Dy. The combination of
high visible light transparency, high conductivity and extraordinarily high mobility makes this material a
potential candidate for use in thin film transistor and transparent conductor applications, and is a possible

replacement for In-based materials.
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Chapter 1

Introduction

1.1 Introduction

The overall goal of this thesis is to synthesize and investigate the far field plasmonic properties of bimetallic
nanoparticles that can show new and/or improved behavior through symbiotic relationships. The primary
motivators for this work, which are detailed below, are the recent evidences for symbiotic behaviors, espe-
cially improved chemical stability and appearance of ferroplasmonic character in noble metal - ferromag-

netic metal systems.

1.1.1 Bimetallic nanoparticles

One of the most interesting properties demonstrated by metal nanoparticles is their strong and resonant re-
sponse to electromagnetic (EM) fields. In general, when an electromagnetic field (light) shines on a metal
nanoparticle, whose size is comparable to or smaller than the wavelength of light, it can induce collective
coherent oscillations of the free (conduction) electrons of the metal. For nanoparticles, these oscillations
occur at specific frequency known as the plasmon frequency or the localized surface plasmon resonance
(LSPR) frequency [3]. Various characteristics of this resonant plasmon interaction, such as the location of
the plasmon frequency and the intensity of the resonance, such as determined by the plasmon bandwidth,
depend on the metal-type, i.e. its dielectric function, as well as shape and size. In addition, the character of
the surrounding medium also plays a very important role in the overall response. For instance, interaction
between metal nanoparticles in proximity to other materials (metals, semiconductors or dielectrics) can give
rise to new phenomenon such as Fano resonance, plasmon hybridization, enhanced magneto-optical activ-
ity, improved catalytic activity, enhanced solar cell efficiency, and better sensing of chemical or biological
agents [4, 5, 6,7, 1, 8]. The tuning of the plasmonic properties as well as the interactions is of great interest
and has been explored by changing the shape, size and the ambient environment properties [3]. Another
possible way to further tune the response of the metal nanoparticles is by synthesizing bimetallic or multi-
metallic nanoparticles. It has been seen that on combining two different metals, new phenomenon and/or
improved properties are observed in the nanoscale. For example, in core-shell nanoparticles of Au-Ag, the

plasmon resonance energy of the Au core could be decreased from 500 to 400 nm by increasing the Ag shell
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Figure 1.1: (a) The absorption spectra of Au nanoparticles in core-shell structures as a function of increasing
Ag shell thickness. (b) The dependence of Faraday rotation and electric field enhancement on the Co content
in Co-Ag core-shell NPs. (a) was taken from ref. [1] while (b) was taken from ref. [2].

thickness, as shown in Fig. 1.1(a) [1]. The other unique feature of the Au-Ag core-shell nanoparticle is
that it supports Fano resonances below a certain Ag shell thickness. Fano resonance is a phenomenon seen
at the nanoscale due to the interference of localized surface plasmon resonance (LSPR) and the continuum
of interband transitions. In the nanoscale, other unique phenomenon such as hybridization or dipole-dipole
coupling between homo dimers and hetero dimers can also be seen. By synthesizing bimetals that combine
metals with large intrinsic magneto-optical (MO) activity, such as ferromagnets, with metals with large in-
trinsic plasmonic resonances, such as the noble metals, the MO activity of the bimetal can be significantly
enhanced. For instance, core-shell nanoparticles of Co-Ag shows much higher Faraday rotation than pure
Co, at the plasmon resonance frequency of the bimetal nanoparticle. The Faraday effect is the change in
polarization state of the transmitted light[9]. The enhanced Faraday rotation has been attributed to the local
electric field enhancement due to the plasmonic resonance in the Co-Ag nanoparticle, as shown in Fig. 1.1(b)
[2]. Plasmonic nanosandwiches consisting of Au/Co/Au system have also demonstrated enhanced MO ac-
tivity at the LSPR of the nanosandwich [10]. The MO activity and the LSPR of the nanosandwich can be
further tuned by controlling the thickness of the individual metal layers or the diameter of the nanosandwich
[11, 10]. The demonstration of improved MO activity is amongst the first examples in which the materials
properties are significantly improved directly or indirectly due to plasmon excitations. Another class of ma-
terials where plasmonics benefit the properties is catalysis and, although the mechanism(s) is/are presently
being debated, a growing number of examples show correlation between improved catalytic behavior and
plasmonics. For instance, Pt nanorods with Au at the tips demonstrate much higher activities in visible
and infrared light than shown by Pt nanorods covered with Au, as shown in Fig. 1.2(a) [12]. These Pt
nanorods modified with Au at the tip were used for H, generation and showed increased H; production that
was attributed to excited (hot) electrons transfer from plasmonic Au to the Pt [Fig. 1.2(b)] [12]. There are
many other supporting evidences, such as Au-Cu nanoalloy particles on TiO; surface demonstrating better
photocatlytic activity for the reduction of carbon dioxide to methane by water [13].

These examples demonstrated that the bimetals in which one of the components is a plasmonic metal,

can enhance the overall properties of the other individual non-plasmonic metal constituent. In fact, for the
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Figure 1.2: (a) Transmission electron microscopy image of Pt nanorods with Au NPs on its tip. (b) Com-
parison of Hy gas generation as a function of time for three different types of Pt-Au nanostructures. Figures
taken from ref. [12]

examples discussed above, the common factor for improvement in the properties can be stated to be the

plasmonic character of one of the metal constituents.

1.1.2 Symbiosis in bimetals

While the last section provided examples of how the plasmonic materials can greatly improve the existing
properties of other metals when in contact with them, another interesting question that arises is whether
the properties of the plasmonic material itself can be enhanced or improved when in contact with other
non-plasmonic materials. If so, then these types of bimetallic nanoparticles could be termed as symbiotic
plasmonic nanomaterials.

It has been observed that the coexistence of plants with its natural environment leads to behaviors in
which the ecosystem and its evolution cannot be separated [14]. That is, they have a symbiotic relation
in which the evolution of plants gets affected by their ecosystem while, on the other hand, their evolution
affects the ecosystem. This type of symbiotic relations can be seen in the animal kingdom also, where bees
depend on flowers for nectar and in turn help in dispersing pollens. Learning from this type of behavior
seen in nature, we hope to expand it to pairs of non-living systems. In this thesis, we will investigate pairs
of plasmonic and magnetic materials which, when combined to form bimetallic nanostructures (NSs) show
unique optical, magnetic and chemical properties that result from symbiosis. The idea of symbiotic metallic
nanomaterials originated from recently published works on bimetallic Ag-Co nanoparticles. It was reported
that bimetals of Ag-Co nanoparticles (NPs) showed better refractive index sensing and good environmental
stability in comparison to the monometals [15, 16]. Others also found that Ag-Co bimetals can show better
catalytic behavior [7]. Two different studies were done on the Ag-Co NP system. In one study, the Ag part
of the Ag-Co nanoparticle showed resistance to oxidation in comparison to the Co part of the nanoparticle.
The oxidation behavior was studied using UV-vis spectroscopy, in which the degradation of the bandwidth
of the plasmon peak was studied over a certain period of time as shown in Fig. 1.3 (a), top panel. It was
found that Co protected the Ag from oxidation because the Ag-Co NP was acting like a galvanic cell with
Co behaving as a sacrificial anode [Fig. 1.3 (a), lower panel] [16]. In another study, low-loss electron energy

loss spectroscopy (EELS) was done to map the plasmons on these Ag-Co NPs [Fig. 1.3 (b)]. It was seen
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Figure 1.3: Evidence for symbiotic behavior in bimetal nanoparticles (a) The optical plasmonic bandwidth
decay of Ag occurs much faster than for Ag-Co (top panel). This was attributed to decreased oxidation of
Ag surface due to galvanic coupling with Co (bottom panel) [16]. (b) Transmission electron microscopy
high angle annular dark field (HAADF) image of Ag-Co NP (top panel). Bottom panel shows plasmon
mapping using low loss electron energy loss spectroscopy (EELS) of the region inside the white dashed
rectangle (marked on top panel). The plasmon map indicated the presence of localized surface plasmons,
i.e. ferroplasmons, on the Co side and the generation of a hot spot at the Ag-Co-vacuum interface [17].
Figures were taken from ref. [17].

that the pure Co NP did not show any plasmon peak in the visible spectrum but the Co part of the Ag-Co
NP showed an intense localized surface plasmon on the Co side of the bimetal NP. This plasmon, which was
comparable in intensity to the plasmon on the Ag side of the bimetal was termed as a Ferroplasmon [17].
Thus, it was seen that though Ag has a tendency to oxidize, it can be stabilized when in contact with Co.
On the other hand, Co which has a damped plasmon in the UV range showed an intense localized surface
plasmon called Ferroplasmon in contact with Ag. Thus, the Ag-Co bimetallic system showed symbiotic-like
behavior. Based on these findings, bimetallic or multimetallic nanomaterial appear to be good systems to
explore for their optical, magnetic and chemical properties and the schematic in Fig. 1.4 illustrates some
possible pairs of symbiotic properties that can be influenced and/or investigated using plasmonics.
Motivated by these interesting symbiotic possibilities in plasmonic-ferromagnetic bimetal pairs, the goal
of this thesis was to develop a greater understanding of the far field optical behavior of the Ag-Co bimetal
pair. This pair of metals is quite unique for several reasons. One, these two metals are virtually immiscible at

high (liquid phase) and low temperatures. Two, these metals have a large difference in their electrochemical



tendencies. Three, they have intrinsic strong plasmonic (Ag) and ferromagnetic (Co) properties. Before we
provide the necessary background on various aspects pertinent to this thesis, we begin by summarizing the
new body of work resulting from this thesis.

(1) We have extended the technique of nanosphere lithography to synthesize large areas of bimetallic
Ag-Co nanoparticles, including on electron transparent substrates.

(2) We have developed useful new knowledge on the oxidation kinetics of the Ag-Co system in order to
be able to predict the useful plasmonic lifetime of Ag as a function of the Co amount.

(3) We have developed a detailed picture of the dependence of the plasmonic quality factor as a function
of energy and size for hemispherical shaped Ag and Ag-Co bimetallic nanoparticles.

(4) Other important results of this thesis include the discovery of a new amorphous transparent oxide

material and a new effective medium model to describe the optical behavior of nanoparticles.

Oxidation resistance

Figure 1.4: Schematic showing the pairs of symbiotic properties studied using plasmonics.

1.2 Current knowledge and challenges

In the next few sections we provide the relevant background in key topics of this thesis, such as synthesis,
plasmonics, magneto-optical behavior, etc,. and also identify the existing challenges that this thesis aims to

address.



1.2.1 Synthesis of better new plasmonic nanomaterials

(Reproduced with permission from Abhinav Malasi, Jingxuan Ge, Connor Carr, Hernando Garcia, Gerd
Duscher and Ramki Kalyanaraman, Part. Part. Syst. Charact., 2015, 32, 970-978. Copyright 2015 WILEY-
VCH Verlag GmbH & Co. KGaA)

As mentioned earlier, the interaction of metallic and other conducting nanostructures with electromag-
netic waves can result in important resonant interactions called surface or localized plasmons, which are
being utilized in many different applications, including sensing, energy harvesting, data storage, catalysis
and more [18, 19, 20, 21, 22]. Progress in the field of plasmonics is primarily being driven by a good under-
standing of these resonant optical behaviors. In recent years there has been growing interest in correlating
the near-field resonant behavior with the far field optical properties as several differences, such as a red shift
in resonant position from near to far field has become evident [23, 24, 25, 26, 27, 28, 29, 30, 31, 32, 33].
Near-field studies have also revealed unique phenomenon such as hotspots due to strong electric fields, plas-
mon coupling effects like hybridization, and Fano resonances [34, 6, 35]. These near-field effects have been
instrumental in enabling behaviors such as surface enhanced Raman sensing (SERS), localized plasmon
resonance sensing, and Kerr rotation [36, 37, 38]. However, one of the important challenges in this field to
discover better new materials that go beyond the traditional plasmonic materials of gold and silver.

One way to accelerate the discovery of better new plasmonic materials is by developing techniques
to rapidly characterize the near-field behavior as a function of nanostrucure size, shape, spatial arrange-
ment, composition and environmental variables. However, these features can often vary rapidly within the
length scale of a few nanometers or smaller. For example, the dipolar coupling between two closely spaced
nanoparticles is strongly governed by the size of the gap [39, 40]. Likewise, a small change in shape or
composition can strongly influence the plasmonic signal [41]. Therefore, to keep pace with the explosion
in the various nanomaterial synthesis techniques, we also need an accurate characterization of nanoscale
plasmonic behavior by techniques that can probe and explore the nanomaterials at extremely high spatial as
well as spectral energy resolution. Presently, the only known technique that can offer this ability is high res-
olution transmission electron microscopy (TEM). TEM has been central to the understanding of important
properties of plasmonic materials, including the bulk plasmon energies, surface plasmon behaviors, mag-
netic circular dichroism, and ferroplasmons [17, 42, 43, 44, 45]. However, TEM has traditionally been a
very time consuming technique due to the constraint placed by requiring electron transparent materials for
the analysis [46]. This constraint often limits the number of samples one can investigate, thus restricting the
pace of discovery of new plasmonic properties and materials.

Lithographic techniques are well suited towards making large area 2D periodic ordered structures. The
formation of these periodic structures involves the three basic steps, i.e. mask formation, material deposition,
and mask etching. The technique which will be used in this dissertation to pattern large area 2D periodic
ordered structures is called nanosphere lithography (NSL) [47, 48, 49]. This technique involves the self-
assembly of a monolayer of spherical beads on rigid substrates or at the air-water interface, which then
can be transferred onto a substrate [47, 50, 51, 52, 53, 54, 55, 56, 57]. The biggest challenge using this
technique is the presences of large number defects, as shown in Fig. 1.5. The easiest way to control defect
density is to control the evaporation rate of the fluid containing the beads [58, 59, 56, 60, 61]. As the fluid



Figure 1.5: AFM micrograph showing the nanoparticle generated from NSL. The location marked as 1 and
2 point to some common defects in the NSL pattern. Figure from ref. [66].

evaporates, it forces the beads to move towards the crystallized bead areas due to the internal flow of the
fluid. Other ways are to confine the solution and apply mechanical or physical force by gas flow to form
ordered arrangement [62, 63, 64, 65]. Overall, NSL is a fast, effective and robust technique, which does
not require clean room facilities and elaborate curing and etching steps for mask formation. Masks used
for NSL are the self assembled monolayer of colloidal nanoparticles. The monolayer of these colloidal
nanoparticles end up in a hexagonal closed pack arrangement. Once the monolayer template is ready, the
metal is deposited through the gaps between the colloidal beads arrangement. Finally, the template is etched
out and the hexagonally arranged metal triangular patterns can be seen on the substrate.

Here we propose a way to accelerate nanostructure characterization enabled by localized probing and
measurement of plasmonic behavior through a simple and time-efficient experimental approach to produce
electron transparent nanostructures. Nanosphere lithography (NSL) has emerged as a good candidate for
patterning large areas and is significantly cheaper than traditional lithography techniques such as e-beam
or photoresist lithography [47, 67, 48, 49]. Using this technique two-dimensional (2D) periodic patterns
can be obtained over large cm scale areas [50, 68, 65]. NSL involves the self assembly of colloidal beads
onto a substrate to yield a close-packed arrangement of spheres. This resulting system can then serve as
a mask for the subsequent deposition of material using vapor deposition techniques [69]. This process
leads to the synthesis of periodically-arranged triangular structures, which then can be converted to semi-
spherical shaped particles by thermal annealing [47, 70]. A further modification of the NSL technique that
expands its capabilities is by depositing the materials at an angle [48, 49, 71, 69]. The other variants of

NSL, used to demonstrate the synthesis of nanostructures made from a combination of different materials,



i.e. multi-component nanostructures are shadow sphere lithography and hole-mask colloidal lithograpy
[69, 72, 73, 74, 75]. However, thus far, NSL has not been applied directly to make electron transparent
substrates that can rapidly yield high quality nanostructures for TEM analysis. In this thesis we utilized NSL
and ARNSL on various substrates, including ultrathin carbon substrates in combination with a water-based

float-off (FO) process, to yield large area ordered nanostructures.

1.2.2 Metal oxidation investigation by LSPR characterization

(Reproduced with permission from Abhinav Malasi, Ritesh Sachan, Vanessa Ramos, Hernando Garcia, Gerd
Duscher and Ramki Kalyanaraman, Nanotechnology, 2015, 26, 205701. Copyright 2015 IOP Publishing)
The role of interaction of light with noble metal dust embedded in glass can be dated back to 4th century,
where the stained glass was just used for its aesthetic value. The glass used in architecture and crafts
contained gold and silver dust which gave it some of the unique properties which could only be deciphered
in the mid 19th century. The first work reported on metal-light interaction can be dated to 4th century, but its
scientific understanding was given by Michael Faraday in 1856. In his work, he proposed that the beautiful
coloration of the ruby glass was due to the fine silver and gold dust. Then in early 20th century, Gustavo
Mie formulated a theory which showed the interaction of light with metal nanoparticles smaller than the
wavelength of light [76]. Since then, the use of the theory given by Mie has been an integral part of the
study of interaction of light with metal particles comparable to wavelength of light. The phenomenon of
the coloration of the glass came to be called as plasmonics. The extinction cross-section defined by Mie for

nanoparticles much smaller than the wavelength of light is given as [77]:
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where, &, is the dielectric of the surrounding medium, ¢ and € are the real and imaginary part of the
complex dielectric function of the metal nanoparticle, d is the nanoparticle diameter and A is the wavelength
of light. The condition for the existence of the plasmon is when the extinction cross-section reaches the
maximum. It can only be maximized when g (w)+2¢, =0. So, by changing the external dielectric medium,
the LSPR of the nanoparticle can be tuned. The size dependence of the nanoparticle can be incorporated
with the size correction in the dielectric function of the metal nanoparticle. The size correction incorporates
the various electron-electron, electron-phonon interactions. The modified complex dielectric function can
be written as [78, 79]:
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where, o is the frequency, @, is the plasmon frequency, € is the complex dielectric function, I's is the
bulk electron relaxation time, I"(d) is the size corrected electron relaxation time, d is the diameter of the
nanoparticle, vr is the fermi velocity and A is the size correction factor, equal to 2 for spherically shaped
nanoparticles [78].

Understanding the stability of nanoparticles in various environments is of fundamental interest due to
the large number of applications in diverse fields such as plasmonics, catalysis, energy harvesting, data
storage, optoelectronics and biotoxicity [80, 22, 20, 21, 81, 82, 83]. In the field of plasmonics, this study
is particularly relevant because, out of the three known noble and plasmonic metals, Au, Ag and Cu, the
latter two degrade rapidly in contact with air and special efforts have to be made to prevent this [84, 85, 86].
It is also well established that reducing a materials dimensions can often lead to changes in its physical
and chemical behaviors. In this regards, while the bulk oxidation and corrosion behavior of metals has
been well studied, similar data for metallic nanoparticles is lacking. In the last decade, several techniques
have been employed to probe nanoscale oxidation, including x-ray scattering [87, 88], electron energy-loss
spectroscopy [89], optical spectroscopy [90, 16, 91, 84], surface enhanced Raman sensing [87, 86, 92], and
cyclic voltammetry [93].

Recently, it has been shown that the LSPR signal from Ag nanoparticles in contact with Cobalt (Co)
metal decays slowly compared to pure Ag nanoparticles [16]. This was attributed to the preferential sac-
rificial behavior of Co metal. However, the lifetime of the Co-Ag bimetal was not determined. Building
on this previous work, in this thesis we investigated the kinetics of oxidation to ascertain the lifetime of Ag

plasmons and dependence on the bimetal composition. .

1.2.3 Far field quality factor and quantum efficiency of plasmonic nanoparticles

While the plasmon frequency is one of the central characteristics of an LSPR, the spatial bandwidth AAgpg
often determines the ultimate usefulness of a metal in plasmonic applications. In fact, this is one of the
primary reasons why Ag is the most important plasmonic metal, as we discuss next. For a free electron gas
the dielectric function in the Drude-Lorentz-Sommerfield model can be expressed as [94]:
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Figure 1.6: The plasmon decay of metal nanoparticle can be interpreted by a two-level excitation model.
Figure taken from ref. [95].



The plasmon frequency, @, = ne*/e,m*, is determined by the electron density n, the electron effective
mass m*, the damping constant ¥ and the permittivity of vacuum €,. The damping constant ¥ determines
the rate at which the plasmon dephases, i.e. the electrons in the collective oscillation lose coherence, and
is responsible for the reduction in intensity and broadening of the plasmon peak. The contributing factors
to the bandwidth may be divided into intrinsic and extrinsic parts. The intrinsic part is a material specific
property that arises from various electron scattering processes. The total dephasing rate can be expressed

via Mathiessen’s rule as the sum of the reciprocal of all relaxation times 7 as,

1 1 1 1
} : -1
4 ' Te—e Te—ph Te—d Te—m

where e-e, e-ph, e-d, e-m correspond to the electron-electron, electron-phonon, electron-defect, and electron-
magnon scattering processes. Inelastic scatterings result in intra- and inter-band transitions, which contribute
to plasmon energy loss. An alternate view of the decay of plasmons is based on an analogy with molecular
spectroscopy. As shown by Heilweil et al and Link and El-Sayed [96, 41], the interaction of incident EM
waves with the free electrons can be interpreted as excitations in a two-level system and subsequent decay
via radiative and non-radiative transitions, as depicted in Fig. 1.6. In this model, the total dephasing time T,

is expressed as

L 2 2T

1 :AWLSPR_ 1 1 (1.6)
where Awyspr is the frequency bandwidth of the LSPR, c is the velocity of light, 75" is the dephasing time
due to elastic scattering processes, and 77 is the energy (population) relaxation time via radiative and non-
radiative processes.

The usefulness of the plasmonic nanomaterial can be quantitatively described partly by the location of
LSPR (in visible wavelengths or not) but largely by the quality factor of the plasmons. The quality factor,
is a measure of the sharpness of the plasmon resonance, and captures the enhancement of the local electric
field due to excitation of the plasmons by the incident EM field [97]. One of the simplest ways to compare
the quality of LSPR amongst different materials is to evaluate the behavior of spherical nanoparticles in
air within the quasistatic approximation, i.e. when the incident EM wavelengths are much larger then the
particle size. In this approximation, the plasmonic quality factor is obtained directly from the dielectric

function of the metal as [97]:

—8/

P 1.7

Orspr =

where, € is the real part and €” is the imaginary part of the complex dielectric function of the metal. Based
on this, one can design a plasmonic system in at least one of two ways. The first is to select the appropriate
material, i.e. one with the largest quality. Using the equation, Blaber et al. calculated the plasmonic quality
factor for all the elements and color coded the periodic table according to quality factor, as shown in Fig.
1.7. From this table an important limitation became apparent in that, there are very few metals, i.e. virtually
only the noble metals (Ag, Au, Cu), which have strong plasmonic responses in air ambient and in the

visible wavelengths. This limitation has led to extensive research on alternate new materials for plasmonic
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Figure 1.7: Plasmon quality factor of the elements in the periodic table. Figure from ref. [97].

applications, as discussed in recent reviews by West et al., Blaber et al. and Naik et al. [97, 80, 98].
Specifically, they have discussed different combinations of binary alloys of noble metals, transition metals
and noble-transition metals [97, 80]. In addition, they have also discussed the intermetallics of alkali metal
binary systems, noble metal binary systems, alkali-noble metal combinations, binary intermetallics of Group
13 and ternary intermetallics [97, 80]. However, one of the common problems faced with pursuing either
alloys or intermetallics is that the imaginary part of the complex dielectric function becomes greater than
that of the individual metal constituents, resulting in a much larger value of the loss or €”, decreasing the
quality factor. Recently, some other possible materials showing plasmon quality comparable to Au have
become important, such as nitrides of titanium and zirconium [98].

A second approach to tuning and/or improving the plasmonic quality factor is to modify the shape,
size, and surrounding environment of the material. To understand how these factors influence the quality
factor, it is illustrative to first define the more practical measure of the plasmonic quality based on readily
measurable quantities, which are the LSPR wavelength (1) and bandwidth (AA), i.e. Q = ﬁ or in terms of

the energetic parameters, Q = Eff“, where E,.; is the energy position of the plasmonic resonance and I" is the

energy bandwidth of the resonance. Based on this latter form, the weakening of plasmonic resonance can be
attributed directly to the various loss mechanisms that contribute to the dephasing of the coherent plasmonic
oscillations. As mentioned previously, and shown in Fig. 1.6 , the plasmonic excitation in the two-level
model (Eq. 1.6) can decay due to a combination of elastic dephasing of the oscillations, i.e. scattering
events in which the electrons do not loose energy, and inelastic contributions coming from transitions of
electrons to states inside (intraband) or outside (interband) its energy band and by radiation of photons. The
challenges in optimizing a nanostructure to show the best quality factor comes because of a complicated
interplay between the size and shape of the particle and the energy of the resonance. To understand this, it
is illustrative to first understand the contributions from the various dephasing pathways, as summarized in
Fig. 1.8.

1. Elastic scattering of electrons contributing to 7* can occur through a variety of processes such as
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Figure 1.8: Different loss mechanisms responsible for the broadening of the plasmon bandwidth.

scattering by other electrons (intrinsic to the metal) and defects such as boundaries and surfaces. An
important length scale is the characteristic electron scattering length or the electronic mean free path
(o). If the density of defects and/or the particle size become comparable to or smaller then /, then the
elastic scattering rates will increase over the metals intrinsic value increasing the dephasing rate, i.e.
lower quality resonance. For strongly plasmonic metals like Ag and Au, the /, is typically ~40 nm,
suggesting that plasmonic signals from particles with size < 40 nm will show significant broadening

due to additional elastic scattering from the surface of the nanoparticle [99].

. The inelastic contribution from the non-radiative process is primarily governed by the location of
the resonance energy in the context of the imaginary component of the dielectric function. In the
quasi-static approximation, i.e. when the EM wavelength is comparable to or larger then the particle
diameter D, the oscillations can be envisioned as a coherent collective oscillation of the electrons and

the frequency-dependent polarization a(®) of a spherical metal nanoparticle can be written as [3]:

I en(0) —&(w)
(@) = §D3 g (o) +ig (o) +2&,(o) (18)

where €,(®) and g,(w) are host and metal dielectrics, respectively. Since the metal can have a
negative value of the dielectric function, Mie or Frohlich resonance condition for the appearance
of the plasmons is achieved when €], (@) = -2¢&,(®), for a non-absorbing dielectric host, like glass
[100, 101]. Under this condition, the singularity of the polarization function is prevented by the non-
zero term coming from the imaginary component of the metal dielectric function, i.e. €, (®) and from
this it can be seen that the larger the value of the imaginary component, broader will be the damping,
i.e. low quality plasmons. The behavior of the dielectric function for Ag and Co metals are shown as
a function of energy in Fig. 1.9. From this it is evident that Ag has a rapid decrease in the loss (i.e.
imaginary component) at ~ 320 nm. corresponding to its interband transition. Ag nanoparticles for

which the resonance energy is > 310 nm could be expected to show much smaller interband loss as
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compared to particles whose resonant energy is <310 nm.

3. For particle sizes well beyond the mean free path, inelastic loss due to radiation of photons become
a strong contributor to the overall dephasing and under simple approximations this contribution is

observed to be linearly increasing with the volume of the particle [95].
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Figure 1.9: The real (lines with symbols) and imaginary (dashed curves) components of the energy-
dependent dielectric functions for Ag and Co. Data was taken from ref. [102]

Based on the relative magnitudes of the elastic and energy relaxation times, one can characterize the
behavior of different nanoparticles. Among the extrinsic factors, particle size, shapes, and interfaces (grain
boundary, chemical effects, etc.), play important roles. For example, since radiation damping is more im-
portant for larger particles, whereas scattering from the surface atoms is dominant in smaller particles, [103]
hence intermediate size could yield the best quality factor. Secondly, bandwidths become narrower with
increasing aspect ratio (rod shaped) of the nanoparticles because of smaller sample volume and the energy
shift of the resonance [95]. Third, interface scattering is larger in polycrystals compared to single crys-
tals because of grain boundary scattering. When embedded or in contact with another material, a different
chemical interface also contributes to additional scattering [104], especially for the smaller particle sizes. In
arrays of nanoparticles, dipolar and higher order interactions modify both plasmon frequency and linewidth
[105, 106].

Due to the complicated interplay of size, shape, and dielectric, exhaustive investigations related to con-
trolling the quality factor of the localized plasmons are not widely available in literature. One of the first

works to use size and shape to improve the quality factor and the quantum scattering efficiency, which is
1/Tig

defined as n = 17

, was performed by Sonnichsen et al. in which Au nanorods were used to shift
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the resonance energy far from the lossy interband transitions without a significant increase of the particle
volume over that of nanospheres [95]. Their result is shown in Fig. 1.10 and it established that size and

shape were critical for enhancing the quantum efficiency.
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Figure 1.10: (a) Comparison of the bandwidth and the dephasing time of Au nanospheres with nanorods
as a function of plasmon resonance energy. (b) Comparison of the quality factor of Au nanospheres with
nanorods as a function of plasmon resonance energy. Figures taken from ref. [95].

However, such studies have not been performed for bimetallic systems. More importantly, a detailed
investigation of the plasmonic quality factor and quantum efficiency in complex shapes such as hemispheres
and triangles is lacking. In the present work, we performed a detailed size and environment dependent
experimental study of plasmonic quality of Ag hemispheres. We also compared pure Ag to bimetallic Ag-
Co of hemispherical geometry and established that, under certain conditions, the AgCo bimetal system can

yield higher quality factor as well as better quantum efficiencies than pure Ag.
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1.2.4 Improved effective medium model incorporating multipolar contributions

(Reproduced with permission from Abhinav Malasi, Ramki Kalyanaraman and Hernando Garcia, J. Optics,
2014, 16, 065001. Copyright 2015 IOP Publishing)

Materials with heterogeneity in structure and composition and which show useful optical properties
are all around us. From the perspective of advanced technologies, heterogeneous materials made from
nanoscale components that scatter light resonantly, such as by plasmonic effects, are finding use in many
different fields, including for ultrasensitive biological and chemical sensing by plasmonics [107, 108, 109],
for tailored light scattering to improve solar cell efficiency [20, 110], and for coupling of plasmonics with
magnetic Kerr effect for various applications [111, 112, 113, 114]. The design of such materials and the
predictions or evaluation of their optical performance, such as by knowledge of the dielectric function, and
scattering and absorption cross-sections, can be achieved either through a complete solution of Maxwell’s
equations or by approximate solutions via effective medium approximations (EMA). The benefit of the
former is a highly accurate quantitative picture of the electromagnetic fields but at the expense of less
physical insight and large computational expense [115]. In contrast, EMA models can provide a fast and
easy route to obtaining the central physical behaviors of complicated heterostructure systems as shown by
several studies [116, 117, 118, 119, 120, 121, 122, 123].

The fundamental models used to calculate plasmonic properties of scattering objects, such as metal
inclusions, are those given by Rayleigh [124] and Mie [76]. The Rayleigh solution predicts the optical
behavior correctly for inclusions much smaller then the incident wavelength [124], where the field inside
the inclusion is uniform. The optical response from a metal inclusion of arbitrary size in an otherwise
homogeneous and transparent media was solved by Mie [76]. The Mie solution uses the variation of field
inside the inclusions which are large or comparable to the wavelength of incident light, thus predicting more
accurately the plasmonic behavior for large inclusions. Recently, Lukyanchuk et. al.[125] showed that the
Rayleigh approach deviates for materials having low dissipation rate, and in this case, the light scattered by
a small spherical particle can be explained by Mie theory. The exact solution to the Maxwell equations are
approximated in accordance with the size parameter being much less than the incident wavelength. This
model predicts the multipole resonances appropriately, a feature that becomes increasingly important as the
particle size increases [126, 127, 3]. However, these models only give accurate information on the behavior
of scattering and absorption dependence on wavelength of incident light for a single particle system.

Many approaches to incorporate scattering and absorption to describe heterogeneous systems by an ef-
fective dielectric function (€,77) have been done in the past. For example, Foldy [128] proposed that the
incident and scattering wave combined to form a wave that travels uniformly in the composite without scat-
tering and having a different group velocity from that of incident wave. This wave experiences reflection and
refraction as well as showing coherent scattering. In the analysis he provided an expression for the group
velocity and the wave vector, but not a formal definition of €,¢. In the work by Lewin [129], an expression
for the dielectric function of a composite was found using Fresnel formulas for the reflection and transmis-
sion coefficients and using the first term of the coefficient for the scattering wave from the Mie formalism.
Further he showed that the permittivity of the system has volumetric dependence but not the particle size de-

pendence. Lax [130] on the other hand used tools from scattering theory to define a propagation constant in
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accordance with the optical theorem, but no expression was derived. An approach similar to the one that we
are proposing in this work, was taken by Doyle [131]. Doyle calculated the polarizability of a small metal
particle using the scattering coefficients from Mie theory and combined the Clausius-Mossotti equation to
obtain an effective dielectric constant and in this way succeeded in introducing size-dependence in an effec-
tive dielectric function. Dungey & Bohren [132] refined the calculation by incorporating the coupled dipole
approximation with the polarizability expression calculated by Doyle [131]. This new method gave results
that were comparable with the experimental extinction data. It is worth mentioning here that in Dungey &
Bohren’s approach only extinction and scattering coefficients were calculated and there is no definition of
a effective dielectric function of the system. The current status is that existing theories either ignore one
or more important parameters, such as size dependence and influence of the higher order multipoles, or do
not explicitly discuss the effective dielectric function of the system, and in the event they do incorporate all

effects, remain computationally expensive.

Figure 1.11: Schematic summarizing the theme of bridging Mie with Fresnel theories using EMA. Figure
taken from ref. [133].

In this thesis we developed an EMA approach to predict the optical behavior of heterogeneous materials
in which inclusions, such as nanoparticles can have size-dependent optical responses. In other words, we
attempted to bridge the Fresnel technique with the Mie solution, which includes size-dependent behaviors,

via an EMA approach, as depicted in Fig. 1.11.

1.2.5 Discovery of iron-based amorphous material with high transparency and Hall mobil-
ity

(Reproduced with permission from Abhinav Malasi, Humaira Taz, Annette Farah, Maulik Patel, Benjamin

Lawrie, Raphael Pooser, Arthur Baddorf, Gerd Duscher and Ramki Kalyanaraman, Scientific Reports, 2015,

accepted. Copyright 2015 Nature Publishing Group)

Materials which combine large optical transparency with electronic conductivity are of great scientific

interest, partly due to a dearth of such materials, and largely due to their potential for applications. For
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example, solar cells and smart windows rely upon having a transparent front conductor, while thin film
transistors made from transparent semiconductors are central to flat panel display, flexible optoelectronics
devices, and organic light emitting devices [134, 135, 136]. In 2004 a new era in the design and application
of these materials was ushered in when the Japanese team of Nomura et al showed the room temperature fab-
rication of a high-performing thin film transistor made from Indium-based amorphous oxide semiconductor
material [137]. This report has led to widespread interest in amorphous conducting and semiconducting
oxide materials because it demonstrated the capability of combining high optical transparency with high
electronic conductivity and hall mobility (>10 cm?/V-s), which greatly exceeded the value for amorphous
Si (<1 ¢cm?/V-s) [135]. The amorphous microstructure makes such material extremely attractive because
they can be synthesized at room temperature thus reducing processing cost and complexity, can eliminate
non-uniformity arising from defects such as grain boundaries seen in polycrystalline materials, and can show
better tolerance to mechanical stress as compared to polycrystalline or crystalline materials [138]. Presently,
all known high mobility (>10 cm?/V-s) amorphous oxide materials, such as In-Ga-Zn oxide (a-IGZO) and
Zn-In-Sn oxide, are made by combining two or more oxides which have extremely high mobility arising
from their metal cations having an oxidation state configuration given by (n-1)d'ns’, i.e. oxides with an
s-conduction band. As postulated by Hosono et al and verified by others, the large spatial extent and ori-
entation independence of the spherically symmetric ns orbitals can result in extremely high mobility and
conductivity behavior [139, 140, 141, 142, 143].

In this thesis we discovered the first evidence of a ternary amorphous oxide semiconductor that goes

beyond this existing paradigm of requiring metal cations with (n-1)d"ns° to show good conduction.

1.3 Outline of thesis

The bulleted list summarizing the remainder of the thesis content is provided here.

e In Chapter 2 we discuss the various experimental and computational methods and techniques used

throughout this thesis
e In Chapter 3 we detail the NSL synthesis of bimetal nanostructures
o In Chapter 4 we describe the studies of metal oxidation kinetics using plasmonics
e In Chapter 5 we describe the studies of plasmonic quality factor in nanoparticles
o In Chapter 6 we discuss the new effective medium model developed
o In Chapter 7 we describe the discovery of a new amorphous oxide material

e In Chapter 8 we summarize the thesis and identify potential future problems to address
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Chapter 2

Methods and techniques

The various experimental and modeling techniques used to synthesize the various nanomaterials, and to

characterize the morphology and optical behavior are detailed in this chapter.

2.1 Experimental techniques involved in synthesis and characterization

2.1.1 Selection of materials

Since this thesis was focussed primarily on bimetal systems, Ag metal along with ferromagnetic metals were
used. Ag has intrinsic plasmonic properties but is susceptible to degradation in ambient environment[97,
144, 41, 145, 146, 86, 92]. The ferromagnetic materials like Co and Fe have strong magnetic properties
but no strong plasmonic properties in the visible energy [147]. The combination of Ag with metals like
Co and Fe is also unusual in the sense that these combinations are highly thermodynamically immiscible
systems which simplifies the synthesis of bimetallic structures of various morphologies through thermal
routes [148, 149, 150, 151]. The thermodynamic phase diagram for these bimetals are shown in Fig. 2.1.
The second material that was investigated in this thesis was Terfenol-D, which is a ternary alloy of
(Tho3Dyo.7)Fe; 9> and is a highly magnetostrictive material. We investigated the optical, magnetic and
electronic transport properties of this material, which resulted in the discovery of amorphous transparent

semiconductor.

2.1.2 Synthesis techniques
2.1.2.1 Substrate preparation

Substrates of quartz and thermally grown 400 nm of SiO, on Si substrates were cut into pieces of 1x1
cm? area and were then cleaned by sequentially sonicating them in acetone, isopropanol and deionized
water (DI). Then cleaned substrates were then dried and stored in sample boxes for future use. The carbon
substrates were prepared by cleaving the fresh surface of mica (V-2 grade) using a scotch tape and then

sputter coating a thin layer of carbon in the range of 10-30 nm using a SPI inc. carbon coater.
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Figure 2.1: The equilibrium phase diagrams for (a) Ag-Co [150] and (b) Ag-Fe systems [149].

2.1.2.2 NSL mask formation

The PS masks were fabricated in two different ways. The first method involved spin coating of PS beads
solution and the other one involved making monolayer of PS beads at air-water interface. For making a
monolayer with the help of spin coating, PS beads solution of 500 nm size were mixed with equal vol-
ume of Triton-X and methanol mixture (1:400 v/v). After this, the solution was spincoated on different
substrates using a programmable spincoater from Laurell Technologies Corporation model number WS-
400BZ-8TFM/LITE. The spincoating was done in three different stages. The coating was started at 400
rpm for 10 sec to spread the PS beads uniformly on the substrate and then was ramped up to 800 rpm for
2 minutes to remove the excess material, and finally ramped up to 1400 rpm for 10 sec to remove the bead
accumulation occurring at the edges [152]. After the spincoating, the sample was left to dry under controlled
environment (temperature maintained at 22 + 1 with relative humidity at 40 = 5%).

The other technique involves the formation of PS monolayer at air-water interface [50, 65]. Sodium
dodecyl sulfate (SDS) was dissolved in water to make a solution of 0.3 M concentration. After which equal
volumes of PS beads solution (sizes 100 or 200 nm) were mixed with ethanol. The SDS solution was
filled in a glass trough and the PS beads solution was poured onto a glass slide inclined at ~ 45° angle and
partially immersed in the trough. A syringe was used to pour the PS solution on the glass slide. Using
this technique, large patches of PS monolayer of size in cm range were formed at the air-water interface.
The PS monolayers were transferred onto the substrate by scooping the PS monolayer and then were left
for drying at an inclination angle of 2° — 4°in a controlled environment. Using this technique, continuous
monolayer patches of cm square area can be achieved. Fig. 2.2 (a) shows the apparatus used for the PS

template formation. Fig. 2.2 (b) shows the large monolayer floating at the air-water interface.

2.1.2.3 Thin film deposition

Metal films were deposited using electron beam evaporator or pulsed laser deposition (PLD). The base

pressure of the vacuum chamber for deposition of metal film was about 1 —5 x 10~8 Torr. The Ag and Fe
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metals were deposited using a Mantis QUAD-EV-HP e-beam source while Co was deposited using Tectra
e-beam source. The substrates used for deposition composed of glass, quartz, 400 nm SiO2 on Si substrates,
thin carbon film on mica and on NSL substrates. The film thicknesses and surface roughness of the as
deposited metal films were measured by Nanonics Multiview 1000 atomic force microscope (AFM) working
in contact mode. The metals used for the different studies undertaken in this dissertation are Ag, Co, Fe and
Terfenol-D. All the metals except Terfenol-D were deposited using electron beam evaporator. The film

thicknesses deposited were in the range of 1 to 75 nm.

2.1.2.4 Laser irradiation for dewetting

The thin metal films were irradiated using 9 ns pulsed Nd:YAG laser (Spectra physics model Lab-150-50)
operating at 266 nm with a repetition rate of 50 Hz. The laser beam has a Gaussian profile. The laser
irradiation was done in ambient air and at normal incidence to the substrate plane. The laser energy density
was chosen in a way to heat the metal film at its melt threshold. By controlling the laser energy density,
number of laser pulses and film thickness, a variety of nanostructures can be formed. The final outcome of
the laser irradiation of thin metal films is the hemispherically shaped monodispersed NPs following various

intermediate stages. Fig. 2.3 shows the final NPs achieved by dewetting of a monolayer and a bilayer.

(b)

Figure 2.2: (a) NSL setup built to make PS monolayer templates at the air-water interface. (b) Large
monolayer coverage area of PS mask formed at the air-water interface.
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Figure 2.3: SEM image for the (a) hemispherically shaped Ag NPs and (b) bimetallic Co-Ag NP [16].

Bimetals of Co-Ag and Fe-Ag were synthesized and studied for their oxidation degradation. By chang-
ing the film thickness of individual metal films, the amount of the metals in a single nanoparticle could
be tuned and thus the interface area between the metals could be changed [15, 16, 17, 153]. These as-
synthesized bimetals were then studied for oxidation stability in ambient environment. The size and mor-
phology of the Co-Ag bimetallic NPs were controlled by the individual metal film thicknesses and the order
in which the films were deposited [154, 15, 16, 17, 153]. Fig. 2.4 shows that by controlling the individual

metal film thickness and the order in which the metal films are deposited a large parameter space can be
achieved [15].
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Figure 2.4: Shows the parameter space for the Ag-Co bimetal system [15].

The etched out NSL templates with triangular nanostructures were laser treated to change the nanos-

tructure morphology. Fig. 2.5 shows the SEM images of Ag nanotriangle shape transformation to the
semispherical nanoparticles after laser treatment.
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Figure 2.5: SEM image of the nanotriangles fabricated using NSL technique. (a) Shows the image of as-
synthesized Ag nanotriangles. (b) Shows the image of laser treated Ag nanotriangles. An individual triangle
break into 3-6 semispherical NPs. Images taken from Ref. [155].

Table 2.1 summarizes the materials details studied in various chapters.

Table 2.1: Details of material and morphology studied in the thesis.

Chapter No. Materials Film thickness Morphology
3 Ag, Co 10 - 50 nm Nanotriangles, semispherical NPs
4 Ag, Co 1-5nm Hemispherical NPs
5 Ag, Co 1-50 nm Nanotriangles, Hemispherical NPs
7 Terfenol-D [(Tbo3Dyo.7)Fei.92] 5-75nm Film

2.1.3 Characterization techniques
2.1.3.1 Surface/morphology characterization

e Scanning electron microscopy (SEM): After the nanostructure formation, they were characterized
for their morphology using SEM. Zeiss Merlin SEM was used to image the morphology of the various
mono-metallic and bi-metallic nanostructures being operated in the voltage range of 1.7 to 5 kV and
using an inlens or secondary electron detector. The size of the nanoparticles and its size distribution

was calculated using image processing software ImageJ.

e Atomic force microscopy (AFM): Roughness measurements of the as-deposited films were made by
atomic force microscopy (AFM). Areas of 4 x 4 um? were scanned for the various films and root mean
square (rms) roughness was calculated by averaging over multiple (up to 256 number) line profiles at
different areas. The film roughness measurements were done using Nanonics Multiview 1000 AFM,
which was operated in line-by-line tapping mode at a resolution of 256-by-256 and a rate of 8 ms per

point. The cantilever tip had a radius of curvature measuring less than 40 nm.
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2.1.3.2 Elemental identification

e Transmission electron microscopy: The elemental mapping was done using Zeiss Libra 200. The
elemental mapping of bimetallic nanostructures was done using either core-loss electron-energy loss
spectroscopy or energy dispersive spectrometry (EDS). The TEM is equipped with Bruker XFlash
5030 to do the EDS mapping. High resolution TEM images and diffraction patterns were taken in
a Zeiss Libra 200MC at an acceleration voltage of 200kV, while the Z-contrast images and EELS
spectra were taken with an aberration corrected (Nion, Inc.) dedicated STEM VG 501 UX operated
at 100kV. This instrument is equipped with a cold field emission electron source and a Gatan Enfina

EELS spectrometer.

e X-ray powder diffraction (XRD): As-deposited and annealed thin films were characterized using
grazing incidence X-ray diffraction (GIXRD). These measurements were performed using a Panalyt-
ical X’Pert3 MRD X-ray diffractometer equipped with Cu Ko source (1.54059 A) radiation and a
Xe-proportional detector. The GIXRD patterns were recorded in a 260 scanning mode using a paral-
lel beam mirror on the incident beam side and a parallel plate collimator of 0.27 divergence on the
diffracted beam side. A combination of beam mask and divergence slits was selected to illuminate the
sample surface without illuminating the sample holder. In order to avoid diffraction from the sample
holder the samples were mounted on a 2-inch single crystal silicon wafer oriented slightly off axis.
The GXRD patterns were collected in the 260 range between 10-90° with a step size of 0.02° and step
time of 7 sec/step.

¢ X-ray photoelectron spectroscopy (XPS): XPS measurements were carried out at room temperature
by using a SPECS Focus 500 monochromated Al Ko X-ray source operated at 380 W and a SPECS
PHOIBOS-150 hemispherical electron analyzer at normal emission and 40 eV pass energy. Relative
atomic concentrations were taken from comparison of Dy3d, Tb3ds/,, Ols, and Fe2ps/, core levels,

analyzed and corrected for sensitivity and transmission factors in CasaXPS software.

2.1.3.3 Physical properties

e Optical properties: The optical characterization was done using HR2000+ES spectrometer which
can record the reflection or transmission spectrums. For the present work, all the measurements were
done in the transmission mode. Optical fibers of internal diameter of 600 um were used to shine
the light on the samples. The optical data was acquired using the data acquisition card and was
displayed using Ocean’s optics software called the Spectra suite. The spectral coverage of this optical
instrument is from UV to near infrared (200-1100 nm). It uses a light source consisting of deuterium
source. Deuterium light source has characteristic peaks at 656 and 486 nm called Do and Dg peaks,
respectively. It also has a characteristic band between 560-640 nm in its emission spectra called
Fulcher-a band as shown in Fig. 2.6. To get good signal, it was made sure to avoid saturation of
the reference spectrum at the characteristic peaks of the light source. However, due to the limitation

of the instrument, D, peak saturation was unavoidable. The acquisition of the data was done at an
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Figure 2.6: Deuterium light source spectra.

integration time of 1 ms for an average to scans ratio of 100 to get good signal to noise ratio. The final

processed optical data is made saturation free by removing the D, peak.

For further analysis of the raw transmission data, absorption spectrums were generated by using Beer-

Lambert’s law using the formula:

100
Abs = = 2.1
bs ln(T%> (2.1)

where, Abs is the absorption and 7T is the transmission. The obtained absorption spectrums were
then normalized with respect to the highest intensity peak. Fig. 2.7 shows the transition of optical
spectrums from raw i.e. the transmission data to the final state i.e. normalized absorption spectrums.
From this normalized absorption spectrum, the full width half maxima was calculated which is known
as the bandwidth (BW) of the plasmon peak. The BW’s of the plasmon peaks were calculated by
fitting multiple Lorentzian peaks in the experimental normalized absorption spectrums as shown in
Fig. 2.7 (c). The localized surface plasmon resonance peak (LSPR) is the peak corresponding to the

maximum intensity.
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Figure 2.7: (a) The raw transmission data. (b) Absorption spectra converted from raw transmission data
using Eq. 2.1. (c) Normalized absorption spectra fitted with two Lorentzian peaks.
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Figure 2.8: Tauc plot to find the optical band gap of semiconductor materials.

Tauc plots were generated for the amorphous semiconductor films made of the oxides of Fe-Tb-Dy
ternary system. From the Tacu plots, the optical direct band gap was calculated by drawing the tangent
at the onset of absorption increase due to interband transition. To obtain the Tauc plot, the absorption

co-efficient () was calculated as:

o=— (2.2)

where, ¢ is the film thickness in cm. After that, (Ochv)2 as a function of 4v was plotted. This plot is
known as Tauc plot. A typical example of calculating band gap from tauc plot is shown in Fig. 2.8.

The optical studies were done by preparing different sets of Ag, Co-Ag and Fe-Ag samples on quartz
substrate. The samples were characterized for their optical properties to study the role of particle size, shape
and anodic material on the degradation of Ag bimetallic nanoparticles as a function of days. These spectrums
were then used to generate absorption dependent wavelength plots. From these plots, various information
was extracted, such as, plasmon peak position, the plasmon bandwidth and the plasmon quality factor. The
peak position and bandwidth was plotted as a function of time to study the oxidation degradation behavior of
the bimetallic nanoparticle. Semiconductor oxide films of Fe-Tb-Dy ternary alloy were deposited on quartz

substrate for studying their optical behavior and for the calculation of the direct optical band gap.

e Magnetic properties: The magnetic properties of the as deposited and annealed films were studied
using surface magneto-optical Kerr effect (SMOKE) technique. The SMOKE measurements were
done in the longitudinal orientation using a s-polarized laser beam of 633 nm wavelength making
12.6° angle of incidence with the normal to the substrate plane. The schematic for the SMOKE
measurement setup for the longitudinal geometry is shown in Fig. 2.9. The Terfenol-D thin film was

also studied for its magnetic properties using SMOKE setup.
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Figure 2.9: SMOKE setup for measurements to be done in longitudinal orientation [156].

e Electrical properties: For measuring the electrical transport properties of thin films, silver pads were
deposited on the four corners of the sample using e-beam evaporation, as described previously. Gold
wires were then attached to the silver pads using silver epoxy paste. A Keithley 2400 sourcemeter
was used to measure the sheet resistance and the hall mobility of the deposited amorphous oxide.
Sheet resistance was measured using the van der Pauw method, where probe contacts are made at
the four corners of the sample. Current was supplied at two adjacent contact points while voltage
was measured at the two remaining contact points, i.e. if the four contacts were numbered 1, 2, 3,
and 4, current was supplied between 1 and 2 (/1;), while voltage was measured between 4 and 3
(Va3) to get resistance Rj343. In this way, the current direction was changed to cover all four sides,
making sure to reverse the current direction on each side, resulting in eight total measurements. The
four-probe resistance was measured by the Keithley sourcemeter working in 4-wire sensing mode.
A LabVIEW code was written to collect data from the Keithley for 1 minute and then display the
average value. This method of data collection ensured noise-compensated resistance values. After all
the eight resistance values were measured (R12.43; R2134; R3ap1; Raz 125 Ra1.32; Ria23; Ro3 145 R3p.41),

the following formula was used to calculate the sheet resistance:

exp(—nRA/Rs) +exp(—nRp/Rs) = 1 (2.3)

where

Ri = (R1243+R21 34 + R3a 01 +Ruz 12) /4 2.4)

and
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Rp = (R4132+Ri1423 +Ro314+R3241) /4 (2.5)

and Ry is the sheet resistance. The resistivity was calculated as the product of the sheet resistance and
the film thickness.

Hall measurements were made by applying current along the contacts 3 and 1, and measuring the
voltage between 4 and 2. For each value of current, the magnetic field was varied and the correspond-
ing hall voltages were measured. Just like for sheet resistance measurements, a LabVIEW program
was used to collect data to compensate for noise and drift. A plot was then made of Hall voltage vs

applied magnetic field and a straight line fit was applied to it to obtain the slope of the plot. The hall

av 1
u= (dB) i*e (2.6)

where, [ is the current supplied and Ry is the sheet resistance. The process was repeated with at

mobility, u, was then calculated using:

least three different current values to obtain reliable hall mobilities. The carrier concentration, n, was
calculated as n = ﬁ, where e is the charge on an electron, and p is the resistivity.

Sheet resistance was also measured as a function of temperature using Keithley 2400 sourcemeter.
Although the same 4-wire sensing mode was used as for sheet resistance measurement, the contacts for
current supply and voltage measurement were fixed to one configuration so as to not disturb the system
while the film was being heated with an IR lamp. The temperature was measured periodically using
a laser temperature sensor and the corresponding resistance value was noted from the sourcemeter.
Once the temperature reached about 450 K, the IR lamp was turned off and the film was allowed to
cool down. Temperature and resistance values were obtained in the same manner during the cooling

cycle as well.

2.2 Theory and modeling techniques

2.2.1 Oxide quantification:

The mean field approximation (MFA) model was used to quantify the Co oxidation in CoAg bimetallic
nanoparticles. The oxide quantification was then used to theoretically calculate the lifetime of oxide free Ag
in Co-Ag nanoparticles. The MFA uses the fraction of materials in a single nanoparticle (i.e. Co, CoO and
Ag) to calculate the effective complex dielectric function of a single NP, which is then used to calculate the
overall complex dielectric function of the array that is in contact with air and the substrate. By changing the
amount of oxide, the best fit for the transmission signal of the array was generated. The effective complex
dielectric function of a single nanoparticle was calculated using the binary mixing approach suggested in
the ref. [157, 158, 159, 160]. To calculate the effective complex dielectric function of Co-Ag NPs, the

binary mixing rule was employed twice, first to get the effective complex dielectric function of the Co-CoO
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system and then, after incorporating the Ag dielectric, to get the overall effective complex dielectric function
of the NP system. The effective complex dielectric function of Co-CoO-Ag NP system was then used to
calculate the theoretical transmission signal of the bimetal NP system in contact with air and substrate using

the equation mentioned in ref. [117, 161].

2.2.2 NSL simulation:

The structures synthesized by ARNSL were simulated using the projection of shadows casted by PS beads
when placed in the path of the material flux being deposited. The mathematical equation for the shadow is
the equation of an ellipse. The area of the ellipse can be controlled by the angle of deposition which will
affect the size of the triangular feature [74]. Orientation of the HCP patterns of PS beads also define the
size of the patterns formed using NSL [74]. The two critical angles for pattern formation are: ¢, the angle
of the HCP structure with respect to the fixed axis in the x-y plane and 6, the angle made by the material
deposition vector (') with the z-axis. By controlling these two parameters a wide variety of structures with

different interface areas can be formed.

2.2.3 Bridging Mie, Fresnel and Effective medium approximation theories:

The idea behind this part of the work is to accurately predict the optical behavior of metal nanoparticle
arrays embedded in a dielectric medium in a simple and time efficient way. Most of the theoretical models
involve FDTD or DDA calculations which are more time and resource consuming and works for a single
nanoparticle system [115]. So, there is a need for a model which can calculate the properties of a single
metal NP as predicted by Mie or Rayleigh theory and incorporate it to calculate the optical spectrum from
stacked dielectric layers. To achieve this, we have used the approximate Mie theory [125] to calculate the
polarizability of the metal NP using Claussius-Mossetti equation. And is then bridged with Fresnel equa-
tion using effective medium approximation (EMA) to calculate the optical spectrum of metal nanoparticles
embedded in dielectric layers. EMA works on the principle that the embedded NPs are non interacting with

each other and the electric field inside them is uniform [162].
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Chapter 3

Two-dimensionally ordered plasmonic and
magnetic nanostructures on transferable
electron transparent substrates

(Reproduced with permission from Abhinav Malasi, Jingxuan Ge, Connor Carr, Hernando Garcia, Gerd
Duscher and Ramki Kalyanaraman, Part. Part. Syst. Charact., 2015, 32, 970-978. Copyright 2015 WILEY-
VCH Verlag GmbH & Co. KGaA)

3.1 Summary

Discovery of new plasmonic behaviors from nanostructured materials can be greatly accelerated by the
ability to prepare and characterize their near field behaviors with high resolution in a rapid manner. Here
we report an efficient and cost-effective way to make two-dimensionally (2D) periodic nanostructures on
electron transparent substrates for rapid characterization by transmission electron microscopy. By combin-
ing nanosphere lithography with a substrate float-off technique, large areas of electron transparent periodic
nanostructures can be achieved. For this study, we investigated the synthesis of plasmonic nanostructures of
Ag, magnetic nanostructures of Co and bimetallic nanostructures of Ag-Co. Characterization of the materi-
als by a combination of TEM, far field optical spectroscopy, and magnetization measurements revealed that
this new approach can yield useful nanostructures on transparent, flexible and transferable substrates with

desirable plasmonic and/or magnetic properties.

3.2 Method

The procedure yielding large area 2D periodic nanostructures on electron transparent carbon substrates
involves three distinct steps (Fig. 3.1). Step 1 is the creation of the NSL mask and involves preparation of
ultrathin carbon films on a rigid substrate followed by deposition of an array of close-packed polystyrene

(PS) beads onto the substrate. The array of PS beads will serve as the deposition mask for the next step.
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Figure 3.1: The schematic shows the three major steps for the TEM sample preparation. (a) Step 1 of the
synthesis, which is focused on NSL template formation. It shows the formation of NSL template on plasma
treated carbon film on mica substrates. (b) Step 2 is fabrication of nanostructures, which is achieved by
depositing metal films and then etching out the template. Further heat treatment, such as with laser pulses,
can be done to the metal nanostructures to change their shape. (c) Step 3 is the float off of the carbon

substrate with NSL structures on the water surface which is then captured on the TEM grid by draining the
water.

Step 2 is the fabrication of nanostructures of the desired material and involves thin film deposition, etching
of the PS spheres, and, if needed, a thermal processing step to transform the nanostructures. The final step,
step 3, is the creation of the TEM sample and involves float-off to make the electron transparent material,
which is captured directly onto a TEM grid for subsequent analysis. The specific details of the various steps
involved are described next.

Step 1 - Creation of NSL mask [Fig. 3.1(a)]: The initial substrate for use in the PS deposition was made
by depositing carbon onto V-2 grade mica sheets purchased from Electron Microscopy Sciences Inc. Thin
films of carbon were deposited on a freshly exposed surface of mica following removal of its top layers with
the help of scotch tape. An amorphous carbon (a-C) of thickness in the range of 5 to 25 nm was sputter
deposited using a SPI Inc. carbon coater under a vacuum of 10~* Torr with a deposition rate of 5 nm/min

[153]. After the deposition, the a-C films were treated in an oxygen plasma to make the top surface of
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carbon hydrophillic. The plasma treatment was done for 10 sec using a Technics Inc. instrument operating
at 8 V and a current of 10 mA. These plasma treated carbon substrates could retain their hydrophilicity for
almost 24 hours. Following the plasma treatment, the carbon substrates were ready for the formation of a
monolayer or bilayer of close packed PS beads. PS beads of size 500 nm in diameter were received as 2%
w/v suspension in water from Alfa Aesar. NSL masks were then created by spin coating the solution of PS
beads diluted with the mixture of Triton-X and methanol (1:400 volume ratio) in 1:1 volume ratio to achieve
the hexagonal closed pack (HCP) arrangement of the beads [47]. The role of the surfactant, Triton-X, was
to make the substrate wettable for the uniform spreading of the PS beads. To achieve the HCP arrangement,
PS bead solution was spin coated at three different speeds using a programmable spin coater from Laurell
Technologies Corporation model number WS-400BZ-8TFM/LITE. The three step coating consisted of spin
coating at 400 rpm for 10 sec to spread the PS beads uniformly, then at 800 rpm for 2 minutes to remove the
excess material, and finally at 1400 rpm for 10 sec to remove the bead accumulation occurring at the edges
[152]. After this, the sample was left to dry under controlled environment (temperature maintained at 22+1
with relative humidity at 40£5%). Apart from the carbon substrate, the PS beads were also deposited onto
glass, quartz and 400 nm SiO, coated Si substrates.

Step 2 - Fabrication of nanostructures [Fig. 3.1(b)]: Once the mask was dried, the substrates were
ready for the deposition of metal film onto them. Metal films of Ag and Co were deposited inside a vacuum
chamber operating at a base pressure of 2 x 10~® Torr to achieve monometal or bimetal systems. The
Ag metal films were deposited using a Mantis QUAD-EV-HP e-beam evaporator while the Co films were
deposited using Tectra e-beam evaporator. Metal targets of 99.999% purity from Alfa Aesar Inc. were used.
Ag films in the thickness range of 5 to 40 nm were deposited, while Co films were deposited in the range
of 2 to 10 nm. The deposition angle of the target metal could be controlled by rotating the sample holder.
The deposition of the metals were done at 0° and +10° with respect to the normal to the plane of substrate.
Different samples of Co-Ag were made by depositing them at various angles mentioned. After the deposition
of metal films, the PS mask was etched out by dipping the NSL substrates in dichloromethane. Depending
on the thickness of the metal film, the etching time varied from few seconds to around 2 minutes. Once the
PS beads were etched out, the carbon substrates with NSL or ARNSL were ready to be transferred on to the
TEM grid. The deposited metal films on the carbon substrate were in the shape of triangles [47, 48]. We
also tested whether the shape could be changed by a thermal treatment of the nanostructures on the C/mica
substrate. The Ag triangles made from 5 nm thick film were irradiated using nanosecond laser pulses to
form semi-spherical nanoparticles. The Ag samples were irradiated using a 9 ns pulsed width Nd:YAG
laser from Spectra Physics, which is a injection seeded Lab-130-50 laser operating at 266 nm wavelength
with a repetition rate of 50 Hz. The Ag metal triangles were irradiated at normal incidence in ambient air
environment using an energy density of 90 mJ /cm? for 10,000 pulses with a beam size of 1 mm?.

Step 3 - Creation of TEM sample [Fig. 3.1(c)]: The periodic arrays fabricated by NSL and ARNSL on
carbon substrates were then floated off onto the surface of distilled water. Due to the hydrophobic nature
of carbon and the weak forces of adhesion between the carbon and the mica surface, the surface tension of
water was able to debond carbon from the mica surface resulting in an electron transparent C + nanostructure

substrate. This substrate was directly captured onto a lacey carbon TEM grid by slowly draining of the water
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as detailed in ref. [153].

3.3 Characterization

The morphology of the NSL samples prepared on glass, quartz or 400 nm SiO, coated Si substrates were
characterized using a Zeiss Merlin SEM operated at 1.7 kV. The synthesized NSL samples of Ag and Co
were also characterized for their optical and magnetic properties. The far-field optical properties were
studied in transmission mode using a HR2000+ES spectrometer from Ocean Optics on glass and quartz
substrates. The transmission spectrum was then converted to absorption spectrum using Beer-Lambert’s
law. The magnetic study of the NSL samples was done using an in-house developed surface magneto-
optical Kerr effect (SMOKE) system [163, 156]. The SMOKE measurements were done in the longitudinal
orientation using an s-polarized laser beam of 635 nm wavelength. The angle of incidence for the laser
beam with the normal to the substrate plane was 12.6°. A Zeiss Libra 200 TEM was used to characterize
the NSL samples on the carbon substrates by high angle annular dark field (HAADF) mode and electron
energy-loss spectroscopy (EELS) at 200 kV. The TEM was equipped with a monochromator and omega
shaped energy filter. The semi-convergent and semi collection angles were 9 and 11.9 mrad, respectively.
The spatial and energy resolution of the monochromator equipped TEM in STEM mode was 0.3 nm and
0.15 eV, respectively. The low loss EELS was performed using a slit of 0.5 um monochromator slit with a
energy dispersion of 0.025 eV/channel for a exposure time of 0.1 sec. Similarly, core loss EELS analysis was
performed by using a 60 um monochromator slit with a energy dispersion of 0.1 eV/channel for a exposure
of 1 sec. The incident electron beam current recorded for low loss and core loss EELS measurements was
1.577 and 131.58 pA, respectively. Bruker XFlash 5030 energy dispersive spectrometer (EDS) was used to
gather the elemental information of the metals in the Zeiss Libra 200.

It is to be noted that the color contrast of the TEM and SEM images have been inverted for visual clarity.
Since the imaging in the TEM was done in HAADF mode, so, the Z-contrast that is evident in HAADF
imaging will be inverted, i.e. higher atomic number metals will appear darker in contrast in comparison to

lower atomic number metals.

3.4 Results and discussion

First, the application of NSL + FO leading to electron transparent nanostructures is presented for a prototyp-
ical plasmonic metal, Ag. Fig. 3.2(a) shows an SEM image of typical Ag nanotriangles formed by the NSL
technique using normal incidence deposition of 5 nm thick Ag film onto quartz substrates. The inset of this
image is a computer generated diffraction pattern from Fast Fourier Transform (FFT) analysis of the image
contrast. The hexagonal symmetry was clearly evident. Fig. 3.2(b) shows a magnified image to clearly show
the repeating hexagonal unit for the Ag nanotriangles. Fig. 3.2(c) shows the Ag nanoparticles formed after
irradiating the Ag nanotriangles of Fig. 3.2(a) using laser pulses. Fig. 3.2(d), which is a magnified image of
(c), shows that each Ag triangle dewets into a collection of nanoparticles but retains the overall hexagonal

symmetry. Fig. 3.2(e) shows the TEM HAADF image of the nanotriangles formed on C substrate following
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Figure 3.2: (a) SEM images of Ag nanotriangles formed by NSL on quartz substrate. Inset shows the FFT
of the contrast in (a) providing clear evidence for the hexagonal symmetry. (b) Magnified image of the re-
peating Ag nanotriangle hexagonal pattern. (c) SEM image of Ag nanoparticles formed by irradiation of Ag
nanotriangles on quartz using pulsed laser heating. (d) Magnified image of the irradiated Ag nanotriangles.
(e) TEM HAADF image of the Ag nanotriangles formed by NSL + FO. The underlying lacey carbon film of
the TEM substrate is also evident. Inset shows the FFT (taken from the the red square) showing evidence
for the hexagonal symmetry of the spatial arrangement. (f) Magnified TEM image of the Ag nanotriangle
repeating unit. (g) TEM HAADF image of the Ag nanoparticles transformed from nanotriangles following
irradiation by laser pulses formed by NSL + FO. Inset FFT shows the hexagonal symmetry. (h) The mag-
nified image of the irradiated Ag nanotriangle patterns. The scale bar on the individual hexagonal ring
images is 500 nm.

the same NSL conditions as in Fig. 3.2(a). The overall pattern morphology and symmetry is similar to that
observed in the SEM image [Fig. 3.2(a)]. An area of 15x15 um? is covered by an array of nanotriangles
arranged in hexagonal symmetry, as confirmed by the FFT shown in the inset of Fig. 3.2(e). This FFT was
taken from the marked location of the image. Fig. 3.2(f), which is a magnified HAADF image of (e), was
used to calculate the spacing and triangle size. The length of the angle bisector of the largest equilateral
triangle than can fit was 115 nm while the spacing between the adjacent triangles was 290 nm. These values
were consistent with the size and spacing expected for close packed arrangement of 500 nm sized beads
[47]. Fig. 3.2(g) shows the TEM HAADF image of Ag particles formed from the triangles after pulsed laser
irradiation of the nanotriangles on C/mica substrate. While there is no change in the hexagonal arrangement
of the triangles, as evidenced by the inset FFT, each nanotriangle transformed into a collection of 3 to 6
semi-spherical Ag nanoparticles, similar to that seen by the SEM in Fig. 3.2(d). From these results it was
clear that NSL + FO can lead to nanostuctures similar to conventional NSL on rigid substrates and that the

patterns could be thermally treated on the C substrates in order to further transform them.
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Figure 3.3: Low loss EELS mapping of a Ag nanotriangle on C substrate. (a) HAADF image of Ag nano-
triangle. (b-d) Map of different plasmon modes excited by the e-beam. (b) corresponds to an energy of 1.35
eV, (c)is for 2.5 eVand (d)is 3.2 eV.

Another motivation for this work was to show that high-quality electron transparent materials can be
readily obtained and so we performed a low loss EELS study to characterize the plasmonic behavior of the
Ag nanotriangles. Fig. 3.3 shows the low loss EELS study of a single Ag nanotriangle of thickness 10 nm
deposited at 10°. Fig. 3.3(a), shows the HAADF image of a single Ag nanotriangle of side lengths 110,
135 and 145 nm, while Fig. 3.3(b-d) shows the EELS map of plasmon excitations at different energies:
1.35+0.2, 2.5+0.2 and 3.2+0.2 eV, respectively, excited by the electron beam. The lightest (yellow) region
represents the maximum plasmon scattering intensity while the dark (blue) regions represent the minimum
scattering. This low loss EELS mapping of the Ag triangle on carbon substrate confirmed that the NSL + FO
Ag samples also show various excitable plasmon modes on the Ag nanotriangles, as confirmed by previous
TEM studies [44].

Besides the potential applications that utilize the near field properties of plasmons, such as in plasmon
resonance sensing, the far field optical and/or magnetic behavior of nanostructures are also important. In
addition, in the future, this ability to fabricate large area ordered arrays on which both near field TEM and
far field studies can be done simultaneously or sequentially (but on the same regions of the sample), to
yield correlated properties from complementary techniques could be tremendously powerful in our quest
for new nanomaterials. Here, we performed far field studies of the optical and magnetic properties of the
various triangles made on quartz substrates. In Fig. 3.4(a) the far field optical absorbance measured for
light incident normal to the substrate plane is compared for Ag nanotriangles formed from different film
thickness. As the film thickness increased, the strong absorption peak corresponding to a localized surface
plasmon resonance (LSPR) was found to blue-shift, consistent with the earlier studies of Jensen et al and
Chan et al [67, 164], who attributed it to a pyramidal-shape effect. The far field LSPR behavior for Ag
semi-spherical nanoparticles formed by laser irradiation of 5 nm thick Ag nanotriangles (whose LSPR is not
shown here since it is at a wavelength beyond 1000 nm) is shownby the dashed blue line. The LSPR of the
Ag nanoparticles is substantially blue shifted as compared to the nanotriangles it was made from , which is
consistent with the shape effect discussed previously [67]. Fig. 3.4(b) shows the SEM morphology of Co
nanotriangles formed by NSL by deposition of 10 nm thick film at 10°. The inset again depicts the hexagonal
symmetry. Fig. 3.4(c), compares the optical absorption spectrum of Co (10 nm) and Ag (29 nm) samples
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deposited at 10°. Unlike Ag, pure Co does not show a strong plasmonic signal in the visible wavelength
(Fig. 3.4(c), black line), consistent with our recent results on Ag and Co nanoparticles [17]. However, since
Co is ferromagnetic, it shows strong magneto-optical character, which can be used to measure its magnetic
hysteresis. This measurement is shown in Fig. 3.4(d), which compares the hysteresis of a continuous Co
film (solid black line) with the NSL Co nanotriangles (dotted red line).
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Figure 3.4: (a) Far-field optical absorption spectrum of Ag nanotriangles for various thickness of the tri-
angular nanostructures. Also shown is the absorption spectrum for the Ag nanoparticles formed by pulsed
laser heating (dashed blue line). (b) SEM morphology of Co nanotriangles from NSL on quartz, with inset
showing the FFT hexagonal pattern. (c) Comprison of the far field optical absorption spectrum from Co,
Ag and Co-Ag nanotriangles deposited at 10°, respectively. (d) Magnetic hysteresis measured by SMOKE
technique in longitudinal geometry comparing a Co film (solid black line), NSL Co nanotriangles (dotted

red line) and NSL Co-Ag triangles (dashed green line).The Co triangles were deposited at 10° and Co-Ag
was deposited at 10° and —10°, respectively.

Given the growing number of plasmonic discoveries related to the use of multi-component materi-

als and interest in applications pertaining to strong magneto-optical behavior from bimetallic materials
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[35, 165, 166, 167, 168, 169, 17, 7], we investigated the possibility to control the synthesis of bimetal
nanostructures on quartz and the electron transparent C substrates using the NSL technique. As has been
shown in ref. [69], ARNSL can yield a variety of geometries of nanostructures made from multiple different
materials. Here, we extended this technique to directly making electron transparent substrates, something
not demonstrated earlier. We compared the ARNSL model prediction for simple Co-Ag nanotriangle struc-
tures and characterized them using TEM and SMOKE techniques, as discussed next.

The capability of making various nanostructures using ARNSL is achieved by using the projection of
shadows casted by beads in the path of the material flux being deposited. Mathematically, the shadows
can be modelled by simply taking the projection of the bead when obstructed by a light source, which is
elliptical in shape. With respect to Fig. 3.5(a), The elliptical shadow of the PS bead can be described as
y= %}gﬁfxz, where R is the radius of PS bead and 0 is the projection angle of material being deposited
[74]. The pattern formation for ARNSL depends on the orientation of the HCP structures formed by PS
beads with respect to the line of sight of deposition [74]. The difference in the patterns depend on the two
different angles as shown in the schematic in Fig. 3.5(a). The angle ¢ tells the orientation of the HCP
structure with respect to the fixed axis in the x-y plane and 0 is the angle made by the material deposition
vector (') with the z-axis. By controlling these angles a wide variety of structures can be formed as
can be seen in Fig. 3.5. Some of these structures have been simulated to show how the variation in the
structures can be made using ARNSL. Fig. 3.5(b) shows a single metal deposited at 8 = 0° and ¢ = 0°.
Fig. 3.5(c) and (d) shows the theoretical structure for deposition of bimetals (shown by red and blue color)
at 6 = £10° and ¢ = 0°and 90°, respectively. In Fig. 3.5(e) and (f), the experimental SEM image for
bimetal Ag and Co deposition under the conditions of (c) is shown, with (f) being the magnified image of a
repeating hexagonal unit. The difference in contrast for the two metals is due to their different atomic (Z)
numbers. The comparison shows that each hexagonal ring is made of pairs of metal triangles arranged in a
similar fashion for the simulated and experimental cases. Similarly, Fig. 3.5(g) and (h) corresponds to the
experimental structure for Ag and Co generated with the conditions for the image shown in (d). Fig. 3.5(h)
is a magnified image showing the repeat unit for the SEM image shown in (g). Similarity in arrangement of
the pairs of triangles with the theoretical prediction is evident.

Next, the synthesis of bimetal Co-Ag triangles on the electron transparent substrates were also tested.
Fig. 3.6(a) shows the TEM HAADF image of the overlapping triangles formed by deposition of the indi-
vidual metals onto C at 10° and —10° respectively, with respect to the normal to the substrate plane. The
deposited films of Ag and Co were 10 nm each in thickness. The color contrast in the HAADF images
comes from the difference in the Z-number of the two elements (inverted as mentioned earlier under the
characterization section). The darker triangles correspond to Ag and the lighter ones to Co. In Fig. 3.6(b),
a magnified HAADF image of one pair of triangles [marked by the red circle in Fig. 3.6(a)] is shown. This
triangle pair was mapped for its elemental distribution using core loss EELS. Fig. 3.6(c) and (d) show the
core loss EELS elemental mapping of Ag and Co metal respectively. Fig. 3.6(c) was generated using the
Ag-M4,5 ionization edge at 367 eV. The map also represented the thickness profile of Ag using core loss
EELS analysis. Similarly, the thickness profile of the Co region is shown in Fig. 3.6(d), and was generated
using the Co-L2,3 ionization edge at 779 eV. The optical and magnetic behavior of this Co-Ag is shown in
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Figure 3.5: (a) The co-ordinate system for the modeling of ARNSL. x-y is the plane of the substrate with
z-axis acting as the normal to the plane. P is the vector denoting the direction of the metal flux and makes
an angle 0 with the z-axis. ¢ is the orientation of the HCP with respect to the co-ordinate system. Some of
the simulated patterns are shown in: (b) Simulated pattern for a single metal deposition with 6 = 0° and
¢ = 0° (c) Simulated pattern of bi-metals deposited at 0 = £10°, ¢ = 0°. (d) Simulated pattern for 6 =
+10° ¢ =90°. (e) Experimental SEM image of Ag (bright triangles) and Co (dark triangles) deposited for
the conditions in (c). (f) SEM image of repeating hexagonal pattern shown in (e). (g) Experimental SEM
image of Ag (bright triangles) and Co (dark triangles) deposited for the conditions in (d). (h) SEM image
of the repeating unit shown in (g). A hexagon is marked in the SEM images for reference and to show the
repeating units of NSL. The length of the scale bars in (f) and (h) are of 500 nm each.

Fig. 3.4(c) and (d) respectively. The overlap of the Co with Ag shifts the Ag LSPR to red wavelengths, an
effect previously reported for bimetallic nanoparticles of Ag-Co [15]. The hysteresis measured by SMOKE,
and shown in Fig. 3.4(d, dashed green line) confirmed the ferromagnetic character of the Co triangles in
contact with Ag. It should be noted that our SMOKE measurements were made with a 633 nm laser, far
from the LSPR peak location of ~750 nm seen for this bimetal triangle system in Fig. 3.4(c). Therefore,
the enhanced magneto-optical signal that is expected around the LSPR resonance was not detected in our
measurements [170]. A different set of Co-Ag triangles on the electron transparent carbon substrate was also
investigated by elemental mapping using the EDS technique in the TEM. The hexagonal arrangement of the
triangle can be seen in the HAADF image shown in Fig. 3.7(a). The Co and Ag were deposited at 10° and
—10°, respectively. Fig. 3.7(b) and (c) show the EDS maps of Co (blue) and Ag (red) metals , respectively.
From these results we concluded that predictable electron transparent samples containing multiple different
materials can be prepared by the NSL + FO technique.

In this chapter we devised a carbon float-off technique to synthesize large 2D arrays of nanostructures
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Figure 3.6: (a) The HAADF image of Co-Ag nanotriangles formed by deposition at 10° and —10°, respec-
tively. (b) A magnified HAADF image of one pair of Co-Ag nanotriangles, encircled in (a). (c) Core loss
EELS map yielding the thickness of Ag in the structure shown in (b). Core loss EELS map yielding the
thickness of Co for the structure shown in (b).
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Figure 3.7: Elemental mapping of Ag and Co using EDS in the TEM. (a) HAADF image of Co (dark) and
Ag (bright) triangles. (b) EDS map of Co across the HAADF image shown in (a). (c) EDS map of Ag across
the HAADF image shown in (a). The scale bar is of 500 nm length.

on electron transparent substrates for TEM studies.
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Chapter 4

Localized surface plasmon sensing based
investigation of nanoscale metal oxidation
Kinetics

(Reproduced with permission from Abhinav Malasi, Ritesh Sachan, Vanessa Ramos, Hernando Garcia, Gerd
Duscher and Ramki Kalyanaraman, Nanotechnology, 2015, 26, 205701. Copyright 2015 IOP Publishing)

4.1 Summary

The localized surface plasmon resonance (LSPR) of nanoparticles can be a powerful and sensitive probe of
chemical changes in nanoscale volumes. Here we have used the LSPR of silver (Ag) to study the oxidation
kinetics of nanoscopic volumes of cobalt (Co) metal. Bimetal nanoparticles of the immiscible Co-Ag system
prepared by pulsed laser dewetting were aged in ambient air and the resulting changes to the LSPR signal
and bandwidth were used to probe the oxidation kinetics. Co was found to preferentially oxidize first. This
resulted in a significant enhancement by a factor of 8 or more in the lifetime of stable Ag plasmons over
that of pure Ag. Theoretical modeling based on optical mean field approximation was able to predict the

oxidation lifetimes and could help design stable Ag-based plasmonic nanoparticles for sensing applications.

4.2 Experimental details

The bimetal nanoparticles (NPs) of Co-Ag were synthesized by a laser self-organization process detailed in
previous publications [154, 15, 16, 17, 153]. This system was chosen because Co and Ag are immiscible
metals, allowing for formation of nanoparticles with segregated regions of Ag and Co. These bimetal NPs
were synthesized on quartz substrates. The substrates were cleaned by sonicating in acetone, isopropanol
and deionized water for 20 min each and then dried with N, gas and stored in closed containers prior to thin
film deposition. The individual metal films of Co and Ag were sequentially deposited onto the optically
smooth quartz substrates using e-beam evaporation in high vacuum (10~3 Torr). In the work reported here,
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we prepared Co-Ag nanoparticles with two different volume percentages: one containing 16.7 vol% and the
other containing 28.5 vol% of Co. This was done by preparing bilayer films with Ag (5+ 0.5 nm) deposited
on Co (1£ 0.15 nm) and Co (2 £ 0.3 nm) deposited on Ag (5 £ 0.5 nm), respectively. The thickness
and roughness of the deposited metal films were measured by a Nanonics Multiview 1000 atomic force
microscope (AFM) working in contact mode. Following deposition, the bilayer metal films were irradiated
in ambient air using a Spectra Physics injection seeded Lab-130-50 Nd: YAG laser with wavelength of 266
nm, a pulse width of 9 ns and repetition rate of 50 Hz. The laser irradiation was performed by scanning the
laser (~2 mm/min) on the metal film using an energy density of 100 mJ/cm? for 10,000 pulses over an area
of ~1 mm? at normal incidence and in ambient air conditions. These Co-Ag samples were aged by storing
in a closed container at room temperature (maintained at 22 + 1°C with a relative humidity of 40£5%)
for times ranging up to ~500 days. The optical properties of the samples were measured in transmission
mode using the HR2000+ES spectrometer from Ocean Optics. For the optical analysis to be presented,
the transmission spectrum was converted to the absorption spectrum using Beer-Lambert law [171]. The
imaging of the NPs was done using a Zeiss Merlin scanning electron microscope (SEM) operated at 5 kV

with imaging by a secondary electron detector.
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Figure 4.1: SEM images of Co-Ag NP arrays with the particle size distribution shown in the inset. (a) NP
made from the Ag(5 nm)/Co(1 nm) case yielding particles of 16.7% Co with an average particle diameter of
91 nm and (b) NP made from the Co(2 nm)/Ag(5 nm) case yielding particles of 28.5% Co with an average
particle diameter of 100 nm.

4.3 Results and discussion

Fig. 4.1 shows the SEM image of the freshly prepared nanoparticle array following pulsed laser irradiation

of the bimetal films. Fig. 4.1(a) corresponds to the case of Ag(5 nm)/Co(1 nm) producing particles with
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Figure 4.2: Broadband optical absorption spectra recorded as a function of aging time for the two Co-Ag
arrays. (a) Measured spectra for the 16.7% Co array and (b) spectra for the 28.5% case. The strong peak
(such as the one at 520 nm for the 0 day 16.7% sample) is the LSPR peak. This peak decays with increasing
aging time for both samples. (c) Comparison of the normalized optical absorption spectrums of freshly
prepared Ag with 16.7 and 28.5% Co samples.

16.7% Co, while Fig. 4.1(b) corresponds to the Co(2 nm)/Ag(5 nm) case yielding particles with 28.5%
Co. In a previous publication we had detailed that the average ratio of the metal within each particle in the
array was similar to the ratio in the original bilayer film [15]. Both arrays showed a monomodal distribution
of particles, as evident from the size histograms shown in the inset, with average sizes of 91+23 nm and
100£30 nm for the 16.7 and 28.5% Co cases, respectively.

Fig. 4.2 presents the measurement of the broadband optical absorption spectrum from the nanoparticle
samples as a function of the ambient aging detailed in the experimental section. Fig. 4.2(a) corresponds
to the 16.7% Co case, while Fig. 4.2(b) corresponds to the 28.5% Co case. The most important feature in
the optical behavior is the strong absorption peak around 500 nm that corresponds to the LSPR peak in the
Co-Ag bimetal nanoparticles. With reference to the spectrums of the freshly prepared sample (i.e. labeled
as 0 days in the figures) the LSPR peak occurred at 520 nm and 504 nm for the 16.7 and 28.5% Co samples,
respectively. As a function of aging time, the absorbance peak intensity started to decrease and broaden.
This phenomenon of intensity decrease and bandwidth broadening was clearly evident for both Co cases,
as seen in Fig. 4.2(a) and (b). In fact, the LSPR peak was found to significantly decrease in intensity with
increasing aging time, as clearly evident by the spectral behavior for both the samples. We had previously
reported that this decrease corresponds to the oxidation of the metal nanoparticle[16] and can be quantified
by measuring the bandwidth (BW) of the LSPR peak, which is the value at its full width at half maximum,
as we do next. For comparison purposes, Fig. 4.2(c) shows the normalized optical absorption spectrums of
freshly prepared nanoparticles of pure Ag (i.e. 100% Ag) with 16.7 and 28.5% Co NPs. It can be seen that
the bandwidth for the three cases are comparable but with different LSPR wavelength positions.

In Fig. 4.3(a) we have quantified the broadening of the LSPR peaks of Fig. 4.2. Specifically, we
extracted the bandwidth and normalized it with respect to its value at O days. This quantity, AA(0)/AA(),
i.e. the inverse normalized bandwidth, has a value of 1 for the freshly prepared samples and decreases with
increasing aging time for both Co concentrations, as evident in Fig. 4.3(a). Two distinct trends were seen
for both samples. An initial slow decrease in the inverse bandwidth was followed by a rapid change, which
occurred at about 166 days for the 16.7 % Co (solid triangles) and at about 365 days for the 28.5% Co (open
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Figure 4.3: (a) The change in the normalized BW of the LSPR peak of the bimetal nanoparticles is plotted.
The solid triangles corresponds to the experimental values for the 16.7% Co while the open squares corre-
spond to the 28.5% case. An initial slow decrease is followed by a rapid decrease at a later time for both
Co cases. The dashed lines correspond to fits based on the known oxidation behaviors of Co and Ag metals.
The inset shows the slow decay portion of the Co-Ag particles for the 16.7% case (solid triangles) and the
28.5% case (open squares). The dashed line is an inverse-log curve as a guide to the eye. (b) The LSPR
bandwidth decay of pure Ag nanoparticles (solid circle) taken from ref. [16] overlayed with the rapid decay
portions of the Co-Ag nanoparticles from (a). The dashed exponential decay line serves as a guide to the
eye.

squares). This initial slow decay is due to the preferential oxidation of Co [16]. Inset in Fig. 4.3(a), replots
the slower stage decay for the two cases from Fig. 4.3(a). It can be seen that the slow decrease in the inverse
bandwidth for both Co concentrations generally follow a similar trend, in this case an inverse log behavior
shown by the dashed line with regression coefficient (R?) value of 0.83. This inverse log behavior of Co was
similar to the previously reported trend of preferential decay of Co in the case of 16.7% Co-Ag, as verified
by electron microscopy [16].

The second trend observed in Fig. 4.3(a) is the rapid decay in bandwidth at the later times, which had not
been seen previously. Our analysis is that this portion of the curve is related to the decay of the remaining
Ag in the Co-Ag nanoparticles. We have previously observed the decay of the LSPR bandwidth of pure Ag
nanoparticles due to their oxidation in air [16]. This behavior is shown in Fig. 4.3(b, solid circles) and is
taken from ref. [16]. We have also included the portions of the Co-Ag decay corresponding to the rapid
decay in Fig. 4.3(a), i.e. after 166 and 365 days for the 16.7 and 28.5% Co, respectively. The similarity in
the trends of the curves suggested that the rapid decay (R*=0.91) corresponds to the oxidation of Ag in the
Co-Ag nanoparticles.

One qualitative conclusion we can draw from the results of Fig. 4.3 is that the Ag metal appears to have
a large decay free lifetime when in contact with Co. We further quantified this effect through fitting and
modeling, as discussed next.

The bulk oxidation behavior of Co is known to follow an inverse logarithmic behavior [172]. In Fig.

4.3(a), the dashed lines for the slow decay region of the curves are inverse logarithmic best fits to the
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Table 4.1: Comparison for 50% bandwidth decay for different Co-Ag samples.

50% decay (days) | Lifetime increment ratio
0% Co (or 100% Ag) 50 [16] 1
16.7% Co 183 3.7
28.5% Co 392 7.8

behavior and are consistent with oxidation of pure Co, suggesting that Co preferentially oxidizes in the
Co-Ag nanoparticles for these concentrations. The best fit trends for the two cases were obtained to be
B = 0.877 —0.008/n (¢) and B = 1.502 — 0.147In (¢ +30.482) with R? value of 0.99 and 0.95 respectively
for the 16.7 and 28.5% Co cases, respectively. Here  was the inverse normalized bandwidth defined
previously as AA (0) /AA (t). This result suggested that the mechanism of Co oxidation in Co-Ag does
not appear to be dependent upon the amount of Co. However, the amount of Co clearly controlled the total
time for the slow decay phase of the oxidation process, it was longer for the higher concentration (365
days for 28.5% Co) than the lower case (166 days for the 16.7% Co). The rapid decay portion of the BW
trend with time was similar to that of pure Ag NPs [16], as shown by the dashed lines in Fig. 4.3(a). This
region of the 16.7% and 28.5% Co were well described by fits of B = 0.254 4 2252.098exp (—1/20.073)
and B = 0.136 4 24.443exp (—1/93.096) with R? value of 0.99 and 0.97 respectively, respectively. Clearly,
the transition point of the BW decay from slow to rapid could be used to define the lifetime of decay free
Ag, i.e. the time till complete Co oxidation. Furthermore, by controlling the ratio of Co and Ag, lifetime of
the decay can be controlled as evident from Fig. 4.3(a). Table 4.1 summarizes the bandwidth decay values
for 50% degradation for the pure Ag, and 16.7 and 28.5% Co samples. For reference we have taken the 50%
degradation in bandwidth for 100% Ag from ref. [16]. It can be noted that by keeping the amount of Ag
fixed and changing the Co amount, the bandwidth decay can be slowed down by almost 8 time leading to
more than a year of strong Ag plasmons.

Next, we performed an analysis to predict the oxide concentration for the slow decay region, i.e. the Co
oxidation region of the curve. There were two reasons to do this. First, if one can predict the lifetime of
Co in Co-Ag then Co-Ag materials can be designed through theory. Second, it could also tell us whether
a complete oxidation of Co in Co-Ag NPs takes place before the decay trend changes in the Co-Ag NPs,
as noticed in Fig. 4.3(a). We employed a theoretical model to describe the optical transmission signal of
the Co-Ag NPs with the help of an optical mean field approximation approach (MFA) [117]. The system
that can be view as a thin layer of Co, CoO and Ag nanoparticles that can be described by an effective
complex dielectric function, surrounded by the substrate and air. In this form, the optical transmission can
be calculated within the Fresnel approximation for the optical transmission in multilayer system. Here, we
assumed the oxide of Co to be CoO [172]. The dielectric function of CoO was used to quantify the amount
of oxide growth in the respective NP arrays. Due to the unavailability of the oxide data of Co in the visible
range, we assumed the dielectric of the oxide as 2 + .017, independent of the wavelength for simplicity. The
choice of imaginary part of the dielectric was in accordance with its low values in the IR range[173, 174]
and the real part was close to its mixed oxide dielectric [174, 175]. The volume fraction used in the MFA

can be approximated to the individual volume fraction of Co, CoO and Ag in a single nanoparticle. These
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Figure 4.4: (a) The experimental transmission spectrum (solid line) shown is for the 16.7% Co sample taken
after day 12. This experimental spectrum was fitted using the MFA by varying the CoO fraction to get the
best fit shown by the dashed line. (b) The theoretically calculated I-dimensional oxide thickness (of CoO)
plotted as function of days. An initial period of rapid growth is followed by a slower linear trend. The life
time of the Co part of Co-Ag was estimated from the linear regime of oxide growth. The inset shows the CoO
volume fraction growth over prolonged time extracted by fitting the experimental transmission spectrums
using MFA. The dashed and dotted lines in the inset are guide for the eyes. (c) The plot for theoretically
calculated Co lifetime using MFA (solid cirlces line) and experimental values from Fig. 4.3(a) (symbols).
The dashed line is a linear fit to the data.

will allows us to calculate the complex effective dielectric function of the whole layer that is in contact to
the air and the substrate. By changing the amount of oxide, the best fit for the transmission signal of the
array was generated. To calculate the effective complex dielectric function of the Co-CoO-Ag layer we used
the lower bound of the Bergman-Milton formalism [159, 160, 157, 158], given by:

-1
(L 0=p  20-NlE-8)
gefvaP_<£l+ & _38182(827+81(1_7))> -

where, €, and &, are the complex dielectric functions of the metals or their respective oxides, f is the volume
fraction of the material in a single nanoparticle and ¥ is a parameter that is related to the NPs shape. For
y=1-—2f/3, Eq. (1) corrsponds to the exact Maxwell Garnett approximation as shown in ref. [159].
It is worth mentioning that Eq. 1 works extremely well for low volume fraction and small particle sizes
as compared to the wavelength of light. The above equation is employed self-consistently as described in
ref. [159]. To calculated the effective complex dielectric function of the Co-CoO-Ag system, Eq. 1 was
employed twice, first to get the complex dielectric function of Co-CoO and then, after incorporating the
Ag complex dielectric function, to get the overall effective complex dielectric function of Co-CoO-Ag NP
system. The overall effective complex dielectric function of NPs in contact with air and quartz substrate was
calculated self-consistently using a modified Maxwell-Garnet mixing model approach given by Eq. 1 in ref.
[117].

As a final step, the theoretically predicted optical transmission spectrum of the Co+CoO+Ag NP system
using the MFA approach was compared to the experimental spectrum. In Fig. 4.4(a), the theoretical fit to
the experimental measurement following 12 days of aging for the 16.7% Co sample is shown. It is worth

mentioning here that the peak at around 360 nm is the quadrupole plasmon visible due to the hemispherical
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shape of the nanoparticle. Due to limitations of the model, it is only able to predict the dipole plasmon. To
obtain the best fit to experiment, the volume fraction of Co oxidized (fc,0) Was used as a fitting parameter
in the MFA model. The quantified volume fraction (fc,0) obtained was converted into fractional thickness
of oxide h,, through the transformation 4,, = (fc,0) 1/3_ This was done under the assumption that the oxide
growth could be considered to follow 1-dimensional growth kinetics. This fractional oxide thickness is plot-
ted in Fig. 4.4(b) for the 16.7% and 28.5% Co samples. The inset of Fig. 4.4(b) shows the fc,o for the two
cases. The oxide thickness grew rapidly during the initial period of aging and then followed a linear trend,
as shown in Fig. 4.4(b). This linear regime of data was fitted with a straight line to calculate the fraction
of Co converted to CoO. The straight line fits were determined to be Ay, 16.7%co = 0.00457 x t +0.26011
and Ay 28 59%co = 0.00158 x 1 +0.41329 (where ¢ is in days) with R? value of 0.99 and 0.94 respectively
for the 16.7 and 28.5% Co samples, respectively. The life time for complete oxidation of Co could be
obtained by setting the left hand side of these fits to 1 (i.e. the entire Co becomes oxidized yielding /,,
=1), and yielded 161 and 367 days for the the 16.7 and 28.5% Co cases, respectively. This theoretically
predicted lifetime of Co showed very good agreement with the experimentally observed time at which the
slow decay region turned into the rapid decay in Fig. 4.3(a). The various values are plotted in Fig. 4.4(c),
with the 0% Co (or pure Ag) case assumed to be 0 days since the Ag starts oxidizing immediately after it
has been prepared. The solid circles are the theoretical lifetimes for Co oxidation calculated using MFA
while the experimentally determined values are shown by hollow triangles. Clearly, the Co lifetime follows
a linear trend (R?=0.97) with Co concentration and the slope has a value of 12.7 days/Co %, implying that
the stable lifetime of Ag can be simply controlled by changing the amount of Co. This result confirmed
our earlier analysis that the rapid decay is the oxidation of Ag and occurs once all the Co in the Co-Ag has
been oxidized. In other words, the Co provides an oxide free Ag for long times, as shown in Fig. 4.4(c)
and can be tuned by noting that the slope in Fig. 4.4(c) is 12.7 days/concentration. Besides the evidence
for an 8 fold increase in the oxide-free Ag lifetime with the 28.5% Co, which leads to a very stable LSPR
signal, we also determined the overall shelf life of Co-Ag NPs as the time required for the complete oxi-
dation of the particles. From this, the increase in shelf life over that of pure Ag was calculated by dividing
the lifetime for complete oxidation (i.e. no LSPR peak was evident) of Co-Ag with that of pure Ag (187
days, ref. [16]). The shelf life increments for 16.7 and 28.5% Co came out to be 189 and 295%, respectively.

In this chapter we established the oxidation lifetimes of different compositions of Co-Ag NPs using MFA

model.
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Chapter 5

Plasmonic quality factor and quantum
efficiency of hemispherial Ag and bimetal
AgCo nanoparticles

5.1 Summary

In this chapter, an extensive experimental investigation of the plasmonic bandwidth and quality factor of
hemispherical shaped Ag nanoparticles was performed as a function of particle size (volume) and resonance
energy. The hemispherical shaped Ag nanoparticles were prepared by pulsed laser dewetting and their opti-
cal spectra was investigated for different volumes and for immersing in different environments including air,
various dielectric liquids (acetone, methanol, Toluene, glycerol), semiconductors (CdS, and a novel amor-
phous oxide Fe-Tb-Dy-O) and metal films (Co, Fe). This resulted in a comprehensive understanding of the
quality factor of Ag hemispheres as a function of volume and energy. Next, we prepared AgCo hemispher-
ical bimetallic nanoparticles by laser dewetting with a variety of composition and size and characterized
their bandwidth in air ambient. By utilizing some approximations to simplify the contributions of various
relaxation times that influence the dephasing process of the plasmon resonance and hence its bandwidth,
we were able to estimate the independent contributions of radiative and non-radiative components of the
plasmon dephasing process. From this the quantum efficiency for radiative energy transfer was calculated.
We found that the bimetal nanoparticles can have comparable quality factor and quantum efficiency as the

pure Ag nanoparticles.

5.2 Results

5.2.1 Optical spectroscopy of Ag nanoparticles

Ag nanoparticle arrays were prepared on transparent glass substrates for transmission spectroscopy charac-
terization. Such particles have been well documented to have a nearly hemispherical shape [176, 15, 16, 17].

We created arrays in which the average particle volume varied between 4 x 103 to 2 x 10% nm?. Fig. 5.1
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(a) is a representative SEM image of freshly prepared pure Ag NPs synthesized by pulsed laser dewetting
of ~ 1.5 nm thick Ag film. The inset of the image shows the size histogram of the particle size distribu-
tion, which is monomodal, and has an average particle diameter of 36 &= 11nm. Similar such arrays with
different average sizes of Ag NPs were synthesized by dewetting of Ag films with different thickness and
characterized for their size and optical properties. Fig 5.1 (b) shows the normalized broadband absorption
spectrum vs energy for Ag NPs as a function of average diameter. The maxima in the absorption spectra
corresponds to the position of the localized surface plasmon resonance (LSPR) or plasmon resonance energy
(E/es) for a metal nanoparticle. It can be seen from Fig. 5.1 (b) that as the NP diameter increases the plas-
mon resonance energy decreases (i.e. plasmons red shift). Another feature that is evident is that absorption
spectrum broadens, i.e. the bandwidth of the peak increases. Both these features are consistent with the
size-dependent behavior of nanoparticles [3]. From the optical spectra in Fig. 5.1 (b), it was possible to
generate the trend in LSPR energy and the energy bandwidth (I') as a function of particle diameter, and this
is shown in Fig. 5.1 (¢). In Fig. 5.1(c, left y-axis), the black hollow circles correspond to the plasmon reso-
nance energy , which showed a linearly decreasing trend as a function of diameter and could be expressed as
Ees (V) = 3.0139 — .0056D (nm), where plasmon resonance energy, E,y, is in eV and the NP diameter D
is in nm. In Fig. 5.1 (c. right y-axis) the solid red circles correspond to the energy bandwidth I'. The energy
bandwidth was obtained from the absorption spectra by fitting a single Lorentzian peak at the resonance
energy. It is worth mentioning that this since this bandwidth is from a nanoparticle array with a broad size
distribution, it will also intrinsically include contributions from in-homogeneous broadening that arise due
to different size-dependent contributions to broadening. However, in-homogeneous broadening appears as a
Gaussian correction to the Lorentzian line shape of the plasmonic signal. In Fig. 5.2 we show the compar-
ison between the experiment curve to fits containing either a single Lorentz shape, a single Gaussian shape
and Voigt shape. Since the single Lorentz shape showed excellent fits (showed best R? values out of the
three fits) to the experimental spectra, we inferred that contribution from in-homogeneous broadening was

small and ignored this in our subsequent analysis.

5.2.2 Pure Ag nanostructures in different environments

Following the above optical investigations of Ag in ambient air environment, we embedded the Ag arrays
in various other environment so that the resonance energy could be changed independently of the volume of

the particle. These optical measurements and their results are described next.

1. Embedding in dielectric media: The Ag NP arrays with different average volumes (ranging between
6.5 x 10* to 3 x 10° nm? that corresponded to diameters between 65 to 105 nm) were placed in di-
electric mediums with different refractive index, i.e. methanol, glycerol, acetone, toluene or machine
oil, and their optical transmission spectra was recorded. Fig. 5.3 (a) compares the optical absorption
spectra for the Ag array in air versus immersion in 5 different fluids. Immersion in all the dielectric
fluids red shifted the plasmon energy. From such measurements, the position of the resonance energy
and the I" were calculated for various Ag size and dielectric, and the resulting behavior is shown in

Fig. 5.3 (b) and (c) respectively. It was evident that the resonance energy decreased from its value in
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air (open circle) following immersion in the different fluids, and the resonance peak broadened, i.e.

the energy bandwidth increased.
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Figure 5.1: (a) SEM image of pure Ag NP array of size 36 £ 11 nm with the particle size distribution
histogram is in the inset. (b) The normalized absorption spectrum of different sized hemispherical NPs
plotted as a function of energy. (c) The plasmon resonance energy and the bandwidth are plotted as a
function of Ag NP size. The black hollow circles and the solid red squares denotes plasmon resonance
energy and the bandwidth, respectively. The black dotted and the dashed red lines are the best fits for the
experimental data.
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Figure 5.2: Compares the Lorentz, Gaussian and Voigt fits to the experimental optical spectrum.

2. Ag in semiconductor media: The Ag NPs were placed in semiconductor-rich environment by deposit-
ing thin films of the semiconductor material onto the Ag NPs. Two different semiconductors were
used in this study: cadmium sulfide (CdS) and an amorphous ternary semiconductor oxide of type
(Tho3Dyo7)Fey 9 [177]. Fig. 5.4 (a) shows the effect of increasing the amorphous oxide semicon-
ductor film thickness from 2 to 9 nm on the Ag NP optical spectra. As the film thickness increased,
the plasmon energy red-shifted and the BW increased. Similar behavior was observed recently when
CdS films were deposited onto Ag NP arrays [178]. In Fig. 5.4 (b) the collated behavior of bandwidth
versus the resonance energy position is shown for Ag in the two dielectric containing varying amounts

of semiconductor film. The CdS data was extracted from results published in ref. [178]. The squares
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and circles correspond to CdS on Ag NP and the blue diamond symbol corresponds to the amorphous
oxide on Ag. Again, like in the case of the dielectric behavior [Fig. 5.3(c)], the bandwidth increased
with increasing resonance energy.
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Figure 5.3: (a) Compares the absorption spectrum of Ag NPs in air with that of the Ag NPs dipped in toluene
and machine oil. (b) Compares the resonance energy of Ag NPs measured in air and different dielectrics as
a function of Ag NP size. (c¢) Compares the bandwidth of Ag NPs measured in air and different dielectrics
as a function of Ag NP size.
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Figure 5.4: (a) Compares the absorption spectrum of Ag NPs embedded in Fe-Tb-Dy amorphous semicon-
ductor oxide. (b) Compares the BW of Ag NPs embedded in Fe-Tb-Dy amorphous semiconductor oxide and
CdS film as a function of resonance energy.

3. Ag in metal media: Similar to the above semiconductor case, we also embedded synthesized hemi-
spherical Ag NPs in varying thickness of Co and Fe metal films and measured the optical behavior.
Fig. 5.5 (a) corresponds to Ag in Co films (with thickness from 1 to 7 nm) while Fig. 5.5 (b) corre-
sponds to the spectra for Ag in Fe films with thickness from 4 to 8§ nm. Again, as metal film thickness
increased, the plasmon resonance energy shifted to lower energy values and the spectrum broadened.
Fig. 5.5 (c) collects together the bandwidth of the Ag NPs embedded in Co and Fe films as a func-
tion of the resonance energy. Again, the bandwidth for embedded Ag NPs decreased with increasing

energy.
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Figure 5.5: Shows the normalized absorption spectrums of Ag NPs embedded in (a) Co film and (b) Fe film.
As the thickness of the metal film is increased, the plasmon energy decreases. (c) Compares the BW of Ag
NPs embedded in Co and Fe metal film as a function of resonance energy.

5.2.3 Bimetallic Ag nanostructures

Bimetallic nanoparticles of Ag-Co were synthesized and their resonance energy and bandwidth were studied
for various Ag-Co compositions. Two different initial thin film bilayer configurations of Co-Ag were used
to synthesize nanoparticles with varying size and composition through laser dewetting. One configuration,
referred to as CoSAg, consisted of a bottom Ag film thickness fixed at 5 nm with a top Co film thickness
varied from 1 to 5 nm. The second configuration consisted of 5AgCo, which meant the top Ag layer thick-
ness was fixed at 5 nm and was deposited onto underlying Co films whose thickness ranged from 1 to 5
nm. From this , different compositions and volumes of Ag-Co bimetal NPs were obtained. A representative
SEM of a AgCo NP array synthesized by laser dewetting of a bilayer consisting of 5 nm thick Ag on 2
nm thick Co layer is shown in Fig. 5.6 (a). Shown in the inset is the size histogram, and the monomodal
distribution of particles with average size of 113 &30 nm. The shapes of these Ag-Co nanoparticles have
also been confirmed to be near hemispherical[15, 16, 17]. The normalized absorption spectra of Co5Ag and
5AgCo systems are plotted in Fig. 5.6 (b) and (c). Fig. 5.6(d) compares the plasmon resonance energy of
the two bimetallic systems as a function of the total NP size. It was seen that on increasing the NP size,
the plasmon red shifted, consistent with previous reports on such bimetallic systems [15, 117]. Next, the
plasmon energy was plotted as a function of Co percentage (in volume percent) and is shown in Fig. 5.6 (e).
For identical Co %, the plasmon energy was different for the nanoparticles made from the AgCo vs CoAg
configurations, and this was due to the fact that the two cases produced different average particle sizes, as
detailed in previous studies of bilayer dewetting [154, 179, 180, 15]. In Fig. 5.7 (a) the bandwidth is shown
as a function of the resonance energy, Fig 5.7 (b) shows it as a function of the bimetal nanoparticle volume
and Fig. 5.7 (c) shows it as a function of Co %. These general trends appeared similar to those found for
pure Ag nanoparticles, i.e.bandwidth decreased as resonance energy increased and it decreased as particle
volume increased. However, some very unexpected attributes were found in the bimetal nanoparticles upon

comparing to pure Ag, as we discuss in the next section.
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Figure 5.6: (a) Representative SEM image of Co-Ag NP system. The SEM c

orresponds to Ag (5 nm)/Co

(2 nm) with the average NP size of 113 &30 nm. The inset shows the size distribution histogram. (b,c)
Corresponds to the normalized absorption spectrums of Co-Ag bimetallic system. The Ag film thickness is
fixed at 5 nm and the Co thickness is varied from 1-5 nm. The absorption spectrums in (b) are for Co/Ag

and in (c) for Ag/Co configuration. (d) Plots the plasmon energy as a function

of NP size for the two Co-Ag

systems. (e) Plots the plasmon energy as the function of the Co percentage in the NP system.
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Figure 5.7: BW dependence of CoAg bimetals on (a) resonance energy, (b) vol
ticle and (c) Co amount (volume %).
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5.3 Discussion

The quality factor of a plasmon resonance is one of the most important characteristics in determining the
usefulness of a material for plasmonic applications. The quality factor can be calculated experimentally
through the function Q = % where E,.; corresponds to the resonance energy and I is the energy bandwidth.
As mentioned in the introduction of this thesis, and shown in ref. [97], the quality factor is a measure of
how effectively the nanoparticle interacts with light and only a few metals (Ag, Au etc.) show strong
interactions (resonances) because of their high Q. One of the direct impacts of the quality factor is the ability
of nanoparticles to sense changes in their local environment, which is the basis for the technique of localized
surface plasmon resonance sensing or LSPR sensing. It is well known that particle with higher quality
factor show higher sensitivity to detection[181]. A second characteristic highly relevant to many plasmonic
applications is the ability of the plasmonic nanoparticle to efficiently couple to light and subsequent transfer

photons into the surrounding environment, such as would be needed in imaging or solar energy harvesting.

g
Fip+Ting>

quantities are the radiative energy bandwidth (I'jz) and the non-radiative energy bandwidth (I'jyg). Despite

This ability is measured by the quantum efficiency 1, which is defined as n = where the various

a large number of investigations of the plasmonic quality factor of nanoparticles as a function of material,
shape, and size, there is very little known about the quality and quantum efficiency of hemispherical shaped

particles of Ag or bimetallic Ag.

5.3.1 Quality factor of hemispherical nanoparticles
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Figure 5.8: Quality factor for Ag in various environments. (a) Dependence of Q on particle volume. (c)
dependence of Q on resonance (LSPR) energy.

In Fig. 5.8 the O of hemispherical Ag nanoparticles in the various dielectric, semiconducting, and metal en-
vironments is shown as a function of particle volume [Fig. 5.8(a)] and resonance energy [Fig. 5.8(b)]. The
overall trends for Q within each environment class is a decrease with increasing volume and increase with
increasing resonance energy. However, as evident from Fig. 5.8(a) the Q in the metal and semiconductor

environment is substantially lower then in the dielectrics for a fixed particle volume. This is consistent with
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the intuitive understanding that embedding the plasmonic nanoparticle in a lossy medium (i.e. semiconduc-
tor or metal) should generally decrease the strength of the resonance. This decrease in Q is also evident in
the trend of Q versus E,.s, shown in Fig. 5.8(b). While the Ag in air and Ag in dielectric appear to have
similar magnitude and lie on a single trend line, the Ag in semiconductor and metal clearly appear to be
shifted to lower values. All in all, it is not surprising that the Q factor for the Ag is significantly lower in the

lossy medium.
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Figure 5.9: Quality factor for Ag versus AgCo in air. (a) Dependence of Q on the effective volume of Ag
within the nanoparticle. (b) Dependence of Q on the total volume of nanoparticle. (c) dependence of Q on
resonance (LSPR) energy.

In Fig. 5.9 the O of hemispherical Ag nanoparticles is compared to the Q of the bimetallic hemispherical
AgCo nanoparticles, and both values were for the particles embedded in air environment. Fig. 5.9(a) shows
the behavior as a function of the volume of Ag in the nanoparticles. In the case of the laser dewetted AgCo
bimetallic nanoparticles, it has been shown by SEM investigations that the average amount of Ag in each
AgCo nanoparticle is in the ratio of the original film thickness ratio [15] and so it is possible to calculate
the effective Ag volume for the AgCo bimetals. As Fig. 5.9 (a) shows, the AgCo has comparable Q values
to that of Ag. In fact, for a small volume region between ~1 to 2 x 10°nm? (corresponding to diameters of
70 to 90 nm), the bimetallic system has comparable or better Q than that of pure Ag. This is an astonishing
result given the previous findings from Fig. 5.9 (a) that Ag exposed to small quantities of lossy metals leads
to significant reduction in Q. Clearly the bimetallic nanoparticles do not appear to fall into this general rule.
In Fig. 5.9 (b) the Q is shown as a function of the total volume of the particle, i.e volume of pure Ag and
the AgCo. Again, it is clearly evident that for large particles with volume between ~1.5 to 2.5 x 10°nm?,
the AgCo has comparable or better Q than an equivalent volume of Ag. This interesting behavior was also

clearly evident when the Q was plotted as a function of the resonance energy, as shown in Fig. 5.9 (¢).

5.3.2 Model for plasmon bandwidth

To understand the behavior of the bandwidth under the various cases of varying resonance energy and
volume, we begin with the interpretation of the change in bandwidth for plasmonic absorption based on a
two-level model, analogous to molecular spectroscopy, in which the plasmon decays by dephasing of the

coherent oscillations at a total rate given by [96]:
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where, c is the speed of light, i is Planck’s constant, 77 is the electron relaxation time due to inelastic pro-
cesses such as radiative loss and non-radiative absorption, and 75" is the dephasing due to elastic scattering
processes such as electron collision with other electrons, defects, and/or surfaces. Since the inelastic process
has contributions primarily from radiative loss, i.e. emission of photons and non-radiative damping such as
due to intra- and inter-band transitions of electrons [80]) , so the total dephasing energy bandwidth can then

be expressed:

[ =2""T g +2 T g+ T2 (5.2)

where the subscripts R and NR refer to radiative and non-radiative components, respectively. To interpret
our experimental data we have simplified this function based on certain approximations valid in the particle
size range of our investigations (i.e. 20 to 200 nm) so as to be able to independently establish the role of

volume and resonance energy on the bandwidth. These approximations are discussed next.

1. Dephasing by electron scattering: The broadening of the plasmon peak due to elastic scattering is a
result of many events happening locally such as electron-electron, electron-phonon, electron-defect,
and electron-surface scattering processes [41, 99]. The damping constant (inverse of the electron
relaxation times) of these events are analogues to electrical resistances and are additive. In bulk
materials, electron-phonon scattering dominates, but as the size of the NP is decreased other events
start to dominate. For a NP whose size is comparable to the mean free path of electron, electron-
surface scattering is a dominant effect and in the simplest model the size-dependent elastic dephasing
energy rate is given by:

h h 2hvp

1A .
15 0D ©-3)

where T%,O is the bulk damping constant, A includes details of the scattering process, vr is the Fermi
velocity and D is the radius of the NP. Since the damping rate is inversely proportional to the diameter
of the NP so the effect of surface scattering decreases as the size of the NP increases. It is generally
believed that the effect is dominant primarily for noble metal (Ag, Au) NPs with diameter less than
~40 nm [99]. As the NP size increases, the percentage contribution of size to dephasing rate decreases
very rapidly, and for other parameters being the same, the dephasing rate decreases by factor of
10 on increasing the size from 10 nm to 100 nm . Since our work involves Ag nanoparticles with
size range between ~20 to 200 nm in diameter, we can safely assume that surface scattering is a
negligible and overall contribution to the size dependent bandwidth or quality factor changes observed
experimentally (For example in Fig. 5.1(c) or Fig. Fig 5.7 (b)] . A second approximation that can be
used is related to the quantitative value of the bulk elastic dephasing energy for Ag metal, which is
~0.02 eV [80]. When this value was compared to the measured values of the bandwidth [for example

in Fig. 5.1 (c) or Fig. 5.7 (b)], it was clear that the bulk elastic dephasing is a negligible component
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of the total dephasing rate and so could be neglected in all our subsequent analysis. Based on this first

simplification, the bandwidth could now be written as:

[ =2""T g +27'T ar (5.4

. Quasistatic approximation: In this quasi-static limit of plasmon excitation, the nanoparticle is suffi-
ciently smaller then the exciting electromagnetic wavelength so such that the entire particle can be
considered to be excited by the same phase and magnitude of the electromagnetic field. In this regime

two important simplifications enters the interpretation of the bandwidth.

The first is that the non-radiative loss is only dependent on the dielectric function of the metal and is
independent of size, shape, and surrounding ambient[182]. This can be understood by the fact that the
energy location of the plasmon resonance in the quasi-static limit corresponds to a resonance in the

polarizability o () of the nanoparticle, which, for a spherical nanoparticle, can be written as [3]:

3 &n(0®) — &(0)
g (o) +ie!(w)+2¢e,(w)

a(w) = ga (5.5)
where &,(w) and &,,(®) are surrounding media and metal dielectrics, respectively. Since the metal
can have a negative value of the dielectric function, the Mie or Frohlich resonance condition for the
appearance of the plasmons is when €], (®) = -2¢,(®). At this point, the width of the resonance is
given only by the magnitude of the imaginary part of the metal dielectric, i.e. €” [100, 101]. In Fig.
5.10, the imaginary part of the dielectric function for Ag and Co are shown as a function of energy.
From this one can predict that as the energy increases in the window of 1 to 3 eV, the bandwidth should
decrease due to the decrease in the imaginary component of the dielectric. Indeed, this is generally
what is observed in our experimental measurements [Fig. 5.1 (¢) and Fig. 5.7 (b)]. A second important
feature evident from this figure is that the loss in Co metal is significantly higher than that of Ag and
can directly explain the significantly increased bandwidth (decreased quality factor) when the Ag

nanoparticles are embedded in thin layers of the Co (or Fe) metal film, as seen in Fig. 5.5 (a) or 5.5

(b).

. Volume dependence: The radiative loss is only function of the volume of the nanoparticle and can be
expressed as I' g = KV, where K is a constant and V is the volume of the particle. This behavior was
verified by Sonnichson et al. in their studies comparing the behavior of Au spheres with Au nanorods
[95].

Based on these two simplifications, the total bandwidth can now be expressed as a sum of two contri-

butions that are independently dependent on the particle volume and energy in the form:

Do (V,E) =27'T (V) + 27 'T1 nr(Eres) (5.6)
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Figure 5.10: (a) Imaginary component of the dielectric function €" of Ag (solid line) and Co (dashed line)
as a function of energy. (b) The quality factor for AgCo bimetal spheres calculated using Mie theory with
an effective medium approach to calculate the dielectric function.

5.3.3 Calculation of the non-radiative and radiative dephasing rates

Based on eq. 5.6, the experimentally measured bandwidth can be utilized to extract the radiative and non-
radiative components provided independent measurements of the total bandwidth can be made with a fixed
volume and varying plasmon energy or vice-versa. Here we have performed this decoupling of the two
contributions by varying the energy of the plasmon resonance energy through change in the volume of
the Ag nanoparticle. This was done by preparing triangular shaped truncated pyramid nanoparticles of
Ag through NSL, which has been described earlier. In Fig. 5.11 (a) a representative SEM image for the
nanotriangles synthesized using a 200 nm PS mask template is shown. Fig 5.11 (b) shows the absorption
spectrum for different volumes of the Ag nanotriangles achieved by changing the base of the triangle and
keeping the height of the triangle fixed at 25 nm. This was achieved by forming the triangles with NSL using
PS beads of size 100, 200 and 500 nm diameter. The plasmon resonance energy decreased on increasing
the volume of the triangle and is consistent with the volume argument that on increasing the aspect ratio
of a nanostructure, the plasmon resonance energy red shifts [155]. Fig 5.11 (c) and (d) shows the variation
of the plasmon resonance energy and BW as a function of the volume of the triangles. Both plasmon
resonance and BW increases with increasing volume. The increase in plasmon energy with increase in
volume can explained by the fact that the plasmon resonance energy decreases with increase in the aspect
ratio. For the nanotriangle case, the aspect ratio is defines as base/height of the triangle hence the small
volume of nanotriangles will have lower resonance energy. The BW increases with increase in the volume
of nanotriangles due to the radiative part of the BW starts to dominate.

Next, we compared the bandwidth of the Ag triangles with the Ag nanoparticles as a function of the
resonance energy for values measured in air ambient, and this is shown in Fig. 5.12(a). It was observed that
as the plasmon resonance energy increased, the BW for the hemisphere decreased while for nanotriangles, it
increased. More importantly, from the data in Fig. 5.12(a) it was possible to extract the direct contribution of
the radiative energy bandwidth as follows. As mentioned previously, in the quasi-static approximation, the

difference in bandwidth for a given energy can only come from a difference in volume and this can be used
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to explicitly calculate the radiative component I'y g = KV. From Fig. 5.12(a), we estimated the bandwidth
difference AL arising from the volume difference AV between the hemisphere and triangle for various values
of the resonance energy and the averaged out value for K came out to be 8.88 x 10~ eV /nm?, shown in Fig.
5.12(b) as the dashed line. Now it was possible to explicitly estimate the radiative contribution and non-
radiative contributions for the various Ag nanoparticles, and this is shown in Fig. 5.13(a) as a function
of the resonance energy and in Fig. 5.13(b) as a function of the particle volume measured in air. From
this we determined that the non-radiative contribution in hemispherical Ag was a larger contribution to the

bandwidth for energies > 2.38 eV and particle volumes between 10° ~ 4 x 10°nm>.
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Figure 5.11: (a) SEM image of the Ag nanotriangle array synthesized by NSL using a template of 200
nm PS beads with the height of the triangles equal to 25 nm. (b) Normalized absorption spectrums of Ag
nanotriangles of height 25 nm formed by PS bead templates of 100, 200 and 500 nm. As the size of the PS
bead is increased, the Ag plasmon shifts toward lower energy (red shifts). (c) Plots the plasmon resonance
energy and (d) BW as a function of volume of the nanotriangles formed by different PS bead templates.
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Figure 5.12: (a) Compares the BW of hemispherical Ag NPs with Ag nanotriangles plotted against the
plasmon energy. As the plasmon resonance energy increases, the BW of nanotriangles increased while that
of hemisphere decreased. (b) Plots the K values calculated at the different plasmon resonance energies. The
dashed line represents the average K value for the data set plotted.
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Figure 5.13: Radiative and non-radiative contributions to the total bandwidth of Ag NPs. (a) Energy de-

pendence of the bandwidth contributions. (b) Volume dependence of the bandwidth contributions (note log
scale on x-axis).
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5.3.4 Ag vs AgCo: Radiative and non-radiative contributions

Having established the values of the radiative and non-radiative contributions to the plasmon bandwidth in
pure Ag, we can now interpret the behavior for AgCo. As has been detailed previously, the AgCo bimetal
consists of distinctly segregated regions of Ag and Co, due to their immiscibility. In other words, the Ag
region is identical to pure Ag in its composition. On this basis, one can expect that, for the Ag region, the
intrinsic loss effects such as bulk elastic dephasing rate and the non-radiative contribution to the dephasing
should be identical to that of pure Ag. Overall, since the total bandwidth is an additive sum of the various
contributions, we considered that the overall response of a Ag+Co nanoparticle should be the sum of various

contributions as:
rggwo =271 (r”;‘f’;e +IT%) +27! (F?j’VR + I R) AT 50 +T, (5.7)

From Fig. 5.10, we saw that the non-radiative contribution from Co must be significantly larger then
that of Ag, and hence irrespective of the other contributions from Co, the overall bandwidth for the AgCo
nanoparticles should be larger than the pure Ag case. Therefore, the quality factor of the AgCo must be
lower for given energy and volume in comparison to the pure Ag. However, as we saw from Fig. 5.9,
the quality factor for the AgCo system can be comparable to or even larger than pure Ag for energies
between 2.3 to 2.7 eV [Fig. 5.9 (b)] or volumes between 1 to 2 x 10°nm? [Fig. 5.9 (b)]. Clearly, this is
not consistent with the predictions from eq. 5.7. A similar reasoning suggests that any effective medium
approach based on describing the AgCo system with an effective dielectric function will also not yield
quality factors comparable to Ag because a similar additive effect of the various damping mechanisms will
result. In Fig. 5.10 (b), we show the calculation of the Q factor for Ag-Co spheres using the Mie theory and
a dielectric function calculated using the effective medium model [159, 117, 133]. It is evident that the Q
factor decreases from the pure Ag value for sizes with increasing Co content.

One way to understand the unusual behavior of the AgCo system is that the Co nanoparticle in contact
with Ag modifies the radiative bandwidth of the Ag plasmonic nanoparticle. While such effects are known to
occur in coupled pairs of molecules and nanoparticles with well defined absorption levels [183, 184], there
is no prior evidence that it can occur in two contacted metallic nanoparticles with significantly different
plasmonic character (Ag), i.e. one is strongly plasmonic while the other is not (Co). To estimate the change
to the radiative component, we assumed that the AgCo behaves like a Ag nanoparticle and calculated the
modified radiative BW by assuming the entire AgCo NP as pure Ag NP. After calculating the radiative
BW, the non-radiative BW component was calculated as F?’gl\f,? — eCo !} %- The result of this analysis
is shown in Fig. 5.14 for the CoAg. From this analysis the non-radiative loss is larger than the radiative

contribution for energies beyond ~2.1 eV and volume > 5.1 x 10° nm?.
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Figure 5.14: Radiative and non-radiative contributions to the total bandwidth of bimetallic NPs. (a) Energy
dependence of bandwidth contributions for AgCo. (b) Volume dependence of the bandwidth contributions
for AgCo (note log scale on x-axis). (c) Energy dependence of bandwidth contributions for CoAg. (d)
Volume dependence of the bandwidth contributions for CoAg (note log scale on x-axis).
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5.3.5 Quantum efficiency of plasmonic scattering from Ag and AgCo

60 -e Air N 100 - Ag
- cofim % 1 ¢ -@- Co-Ag
907 -¢- Fefim [} 804 1\ o —- Ag-Co
1-6- TDfim v ] N
?40_: -¥- Dielectrics | & @ = 604 \ 8 e
& 304 —+ cds-1 V 1Y & ] PO
= ]-e-cds2 N = 404 N - Y
201 ] . B
E %\9—’*&\ : ‘... \"ﬂ
104 20 .
i o hm—_—::-""-‘-"’—?—'b:. . o
2 22 24 26 28 18 2 22 24 26 28 3
Eres (eV) Eres (eV)
(a) (b)
1009 -e Ag 100 - Ag
1-8- Co-Ag ]-8 Co-Ag 14
80 —#- Ag-Co 80 —#- Ag-Co b
] ] ]
gg_"‘ 60': I gg_"‘ 60': Iff]
= 40 ?j = 40 j'g-ﬂ
20 20
o ,_,,..-"' o ’__,..-"'

1,000 1e+04 1e+05 1e+06
Viotal (nmS)

(d)

1,000 1e+04 1e+05 1e+06
Vag (nm?)

()

Figure 5.15: (a) Quantum Efficiency of Ag in different dielectric and lossy mediums. Quantum Efficiency of
Ag and bimetal AgCo. (b) Energy dependence of 1. (c) Variation of  with effective volume of Ag in the
nanoparticle. (d) Variation of n with total volume of nanoparticle.

Since the individual contributions from radiative and non-radiative decays were estimated for the pure Ag

and bimetallic AgCo systems, we were able to calculate the quantum efficiency for radiative energy transfer

— _ T
[ig+Tinvg

quantum efficiency of Ag in different environments. The Ag NPs in dielectric medium does lose the quantum

from the plasmonic system to its surrounding using as 1

. In Fig. 5.15 (a) we have compared the

efficiency but in lossy mediums they tend to loose due to the dominance of the non-radiative component of
the medium. Similarly, the quantum efficiency comparison of Ag to bimetal AgCo for various cases is
shown in Fig. 5.15 (b-d). In Fig. 5.15(b) the variation with resonance energy showed that 1 for the bimetal
was comparable to Ag and could also be larger than that of Ag for energies > 2.5 eV. The volume dependent
behaviors shown in Fig. 5.15(c) and (d) suggest that the bimetal systems can emulate the scattering efficiency

of pure Ag nanoparticles.
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Figure 5.16: Q and n versus resonance energy for (a) pure Ag nanoparticles and (b) CoAg nanoparticles.
(c) Comparison of the ratio Q/N versus resonance energy for the various pure Ag and bimetallic AgCo
nanoparticles.

Since plasmonic applications require either optimizing the quality factor or the efficiency independently,
such as for LSPR sensing or solar energy harvesting, we have compared the respective quantities in Fig.
5.16. The complementary behavior exhibited by Q and 1 implies that creating particle with higher energy
resonances is preferred with radiative energy transfer is required. The benefit of making the bimetallic
nanoparticles, as seen in Fig. 5.16(b) is that the quantum efficiency (or Q factor) can be enhanced over that
of pure Ag at different energy positions thus broadening the energy regime for excellent plasmonic response.
In Fig. 5.16(c) the ratio of Q/1 is shown for the different cases and it is evident that the bimetal system can

be used to tune this ratio in order to access values not feasible by pure Ag (within given constraints).

5.4 Conclusion

In this work, we have investigated the size and energy dependence of the plasmonic quality factor in hemi-
spherical Ag and AgCo bimetallic NPs. The effect of different ambient environments such as insulating,
semiconducting and metallic films on the Ag plasmon showed that the quality factor of the plasmons de-
creased with placing the Ag in these media. To ascertain the contribution from radiative and non-radiative
effects we compared Ag hemispherical nanoparticles to triangular particles. From this the explicit depen-
dence of size and volume on the radiative and non-radiative effects was estimated and the quantum efficiency
was also calculated. Comparison with AgCo bimetals withing the quasi-static and effective medium models
reveled that the AgCo bimetal system can significantly influence the radiative energy transfer from the plas-
monic nanoparticles. This resulted in the bimetallic systems having comparable or better quality factor and
or quantum efficiency to that of pure Ag in certain regimes of resonance energy and particle volume.These
results demonstrate that the bimetal nanostructures provide a pathway to tune the quality factor and quantum

efficiency of plasmonic processes.
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Chapter 6

From Mie to Fresnel through effective
medium approximation with multipole
contributions

(Reproduced with permission from Abhinav Malasi, Ramki Kalyanaraman and Hernando Garcia, J. Optics,
2014, 16, 065001. Copyright 2015 IOP Publishing)

6.1 Summary

The Mie theory gives the exact solution to scattering from spherical particles while the Fresnel theory pro-
vides the solution to optical behavior of multilayer thin film structures. Often, the bridge between the two
theories to explain the behavior of materials such as nanoparticles in a host dielectric matrix, is done by
Effective Medium Approximation (EMA) models which exclusively rely on the dipolar response of the
scattering objects. Here, we present a way to capture multipole effects using EMA. The effective complex
dielectric function of the composite is derived using the Clausius-Mossotti relation and the multipole coef-
ficients of the approximate Mie theory. The optical density of the dielectric slab is then calculated using
the Fresnel approach. We have applied the resulting equation to predict the particle size dependent dipole
and quadrupole behavior for spherical Ag nanoparticles embedded in glass matrix. This dielectric function
contains the relevant properties of EMA and at the same time predicts the multipole contributions present in

the single particle Mie model.

6.2 Theory

The most familiar form of EMA is the Clausius-Mossotti (CM) approximation where the system is described

by an effective dielectric function €77 given by

no
Eerr O e
eff( ) — 14+ Eon(x (6.1)
&n (@) T
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where, n is the microscopic volume density of the number of spheres in the system, & is the particle
polarizability and &, is the dielectric constant of the host. If only the dipole contribution is taken into

account, the polarizability is given by

3 & (@) — & ()

o(w)=4ne,r m

(6.2)

where ¢€; is the dielectric constant of the inclusion and r is its radius.
On substituting Eq. 6.2 in Eq. 6.1, one gets the widely used Maxwell-Garnett approximation [185]. The
CM approximation in the EMA is a consequence of considering that the randomly distributed dipoles and

the induced dipole moment can be approximated as the mean induced dipole moment given by [186]

(6.3)

where P (R;) is the macroscopic polarization of the system at location R; and n (R;) is the macroscopic
density of the metal spheres at location R;. If this approximation is used then the CM relation is rigorous.

As mentioned earlier, as the particle radius increases, quadrupole and higher order multipole contribution
becomes important [3, 125], and the question arises as to how to incorporate these effects into EMA theories.
Here, we propose to use CM equation in conjunction with Mie’s solution. This will contain all the multipole
contributions to the particle polarizability, thereby giving a multipole EMA for the dielectric function of a
composite, such as nanoparticles embedded in a host medium. This will also provide us with a fundamental
binary mixing rule that can be used consistently to obtain the effective dielectric constant of multicomponent
systems, as done in Ref. [118].

There are several key aspects of EMA theories. The key fundamental definition of an effective dielectric
function is that the local field effect should contribute to the total Hamiltonian of the system but should not
by any means alter the causal nature of the material. Also, as the inclusion concentration tends to zero the
behavior of the effective dielectric function should tend asymptotically to the dielectric function of the host,
which obeys causality, and it must therefore be true that the effective dielectric function should follow the
Kramers-Kronig relation [187].

The second and more deeper aspect of EMA is that for particles for which d/A > 1072, light scatter-
ing becomes dominant and an EMA becomes irrelevant. When this happens the system, according to the
generalized view, cannot be described by an effective dielectric function, it does not follow the laws of
geometrical optics, and neither can it be described by the Fresnel equation [188]. But this aspect is more
controversial, because if one performed a Gedanken experiment where a black box that contained the mate-
rial is subjected to the excitation by an electromagnetic optical field, then the main question will be: is the
spectral distribution of the input electromagnetic field collected at the output affected entirely by scattering
or due to absorption? If we assume that the system follows Beer-Lambert law then the output intensity can

be expressed as

I=1e % (6.4)
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where ¢ is the absorption coefficient and d is the medium thickness. The absorption coefficient can
be related to the imaginary part of an “effective dielectric” constant, and then, assuming that the system is
causal, the real part of this effective dielectric function can be calculated. In fact one can go further to say
that the system can be described by an effective dielectric constant that incorporates multipole expansion
of Mie’s solution and at the same time can be used for multilayer systems in a Fresnel-type approach as

follows. The optical density predicted by Mie, is given by

OD = log ((1 = Reyy)? e?P) 6.5)

where, p is the particle density, O,,is the extinction coefficient, d is the sample thickness and R,y is
the reflection losses coming from the walls where the sample is contained. On the other hand, the optical

density predicted by EMA is given by

OD = log ((1 —Ress)’ e¢d) (6.6)
where, the absorption coefficient is given by

2n

* 7 ARe (Vag)

Im(€.p5) 6.7)

and the reflection coefficient by

el -1+ ()] 63
P ke (e 1))+ (Ve

It is worth mentioning that the above equation can easily be extended to the case of oblique incidence

and the results show perfect agreement with the Mie approach.

The suggestion we make here is that if both the equations predict the same spectral behavior then one
must accept that the system can be described by an effective dielectric via Mie theory (that includes multipole
expansions) and at the same time be applicable for multilayer systems in a Fresnel type approach.

To bridge the Mie, Fresnel and EMA, an effective polarizability is required which will contain the
multipole expansion terms of the Mie theory. This can then be used in conjunction with CM to get the
optical density of the relevant system. To achieve this, the concept of an effective polarizability was used
in the context of CM equation by Barrera et al [189]. They were able to include local-field fluctuations in a
system consisting of small spheres embedded in a dielectric medium and expressed the bare polarizability
used in the CM by an effective polarizability. This polarizability is given by an algebraic equation that
depends on the polarizability of the inclusion, the volume fraction and on the two particle distribution
function [189]. It was also shown that the use of an effective polarizability can account for the effects of
radiation-reaction, which is necessary for scattering. Further it was shown that on expansion of the effective
polarizability, the first term accounted for the absorption while the second term accounted for scattering
[102]. Our central hypothesis is therefore based on the main idea of a Gedanken experiment (the uncertainty

in distinguishing between scattering and absorption when one only knows the input and output of the field)
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and on the idea that an effective polarization can be defined such that it may be able to contain terms

responsible for absorption and scattering [102] with the extinction cross-section given as:

k
Opext — ;Im(aeff) (6.9)

(o

where, k = 273"“, ng is the refractive index of the medium and A is the wavelength of light. As we show,

while using o,,; does the job adequately, using the absorption cross section instead of the extinction cross-
section fails in two aspects; First, it does not obey causality because it ignores scattering, and second, it does
not predict the same output as Mie theory [162].

To obtain the expression for the effective dielectric function we use the definition of the extinction cross

section given by Eq. 6.9, where, for the Mie solution, the extinction coefficient can be expressed as:

2mr?
Ot = 7Re {l; (21+1) (Ca; +" b,)} (6.10)
where, a and b correspond to the Mie coefficients and are given in terms of the Ricaty-Bessel cylindrical
functions, and e and m correspond to the electric and magnetic multipole contributions, respectively. The
[ corresponds to the order of the contribution such that / = 1 is the dipole, while / = 2 corresponds to the
quadrupole. The quadrupole contribution has a strong dependency on particle size and become important as

the particle size increases. If z is a complex number then it is easy to say that

Re(z) =Im(iz) (6.11)

Using the above relation, the extinction coefficient can be expressed as

2mr? . e m
Gex,:7lm Y iQ2+1)(ar+"by) (6.12)
I=1
On comparing Eqn’s 6.9 and 6.12, the polarizability is given by:
27rr38(, .
a= 7 Y i(2+1)(Car+"by) (6.13)
=1

and using this expression, the effective dielectric function in the CM can be written as:

C fRm {2 ) (Ca+" b))
s {L,y i (20 +1) (Car +7by)}

Eefr = & (6.14)

where, f is the volume fraction of the inclusion, and g is the size parameter defined below. In the cases
where the particle radius is much smaller than the wavelength of the electromagnetic wave or that the size
parameter g satisfies g = Z”Aﬂ < 1, then by using the power expansion of the cylindrical function (using
terms of the leading order), it can be found that for the electric and magnetic dipole and quadrupole terms
[125]:
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andn = gfgj’) . Finally the effective dielectric function can be expressed as
3 e I’Hb 5 e n’Ib
Eoff = En—3fE Car +7b1) +5 (Car +"b2) 6.21)

2iq3 +f (3 (eal +"b; ) +5 (eaz + mbg))
It is interesting to note that in the above equation when ¢ is set to zero, the MG approximation is
recovered. The above expression lacks symmetry in the sense that when f = 1, the dielectric function of
the mixture is not equal to the dielectric function of the inclusion, and this asymmetry prevents it from
being used as a bound. As mentioned earlier, this equation must obey causality. Therefore we have first
calculated the real part of the dielectric function using the imaginary part predicted by the above equation
for Ag nanoparticles (in a glass matrix). We have used the experimental values for the dielectric constant
of Ag nanoparticles, suitably corrected for the modification of the relaxation time due to the small particle
radius, as explained below. The, method employed here is based on the approach of Bachrach and Brown
[190], and is called the subtracted Kramers-Kronig relation, which can be derived assuming that one has an
independent experimental point given by:
2 /°° o'Im(e (@) ,
0

Re(e(my)) = EP :

6.22

where ®; is a reference frequency. By subtracting this equation from the general form of the Kramer-Kronig

relation we obtain the following relations:
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where, € () is the complex dielectric function and € (@;) is a known value of the real part of the
dielectric function. The P stands for the principal value of the integral. This equation is easier to implement
and converges more rapidly than the standard Kramers-Kronig relation. It is used to reduce errors that are
introduced in evaluating the integral over the whole range of frequencies when, experimentally, only a finite
range of frequencies are accessible. The anchor or reference point in our calculation is given by a value
calculated using Eq. 6.21. Using the effective dielectric function of the system in the above equation for
particles of radius 10 nm and 100 nm, and a volume fraction f = 0.01, we calculated the real part of the
dielectric function and compared it with the results predicted by the theory, as shown in Fig. 6.1. The result
is remarkably good taking into account the fact that most of the values for the dielectric function of Ag

above 4 eV and below 1 eV are extrapolated as a piecewise polynomial.

1 — 10 nm (K-K)
1-=-10 nm (Eq. 21)
100 nm (K-K)
1.4 --- 100 nm (Eq. 21)
1 2 3 4 5
w (eV)

Figure 6.1: Real part of the effective dielectric function for two different particle sizes, as predicted by K-K
relation and by our theory result, Eq. 6.21.
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6.3 Results

In Fig. 6.2 we show the optical density (OD) as a function of wavelength, for the case of 10 and 100 nm
radius Ag, respectively, using the most common approaches (MG, GH, and Mie theory) as well as Eq. 6.21
for a volume fraction of f = 0.01 in glass. The dielectric function used in the calculation was corrected for
the electron collision with the surface, which, in general, changes the scattering contribution from phonons,
impurities, and defects with respect to the electron relaxation time. This correction can be incorporated in

the analysis using the following expression [78]:

2 —1
£(m,r) = e () +w§ ( 1 1 ) +i& ( L) o= ) (6.24)

02+T2 @24 (r) o \ @ +0(r)? 0*+I2

In the above equation @), is the electron plasma frequency, I'. is the electron conductivity relaxation
time, and I, is given by
L(r) = o 142 (6.25)
| S r
where, vp is the Fermi velocity, and A is a constant of the O(1), and for spheres, A ~ 1 [191]. The
refractive index for Ag was obtained from [192], while the additional information for Ag to be used in the
subsequent calculations was taken from ref. [193], including wp of 9.6 eV, I’ of 2.89 x 10~ s and the vg

of 1.39 x 10° m/s.

2 -+ Mie approx. 1 — Mie approx.
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Figure 6.2: OD for a) 10 nm and b) 100 nm radius Ag nanoparticles embedded in glass matrix. The plots
were calculated using the Maxwell-Garnett (MG), Gans-Happel (GH), and approximate Mie theories, as
well as by our new theory, Eq. 6.21.

To compare the results, it was necessary to ensure consistency of the particle radius r with the volume

fraction and volume density of particles (p), which was estimated for f = 0.01 to be:
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r=y¢ 3 (6.26)
4rp
for values of p = 2387um =3 for the 10 nm radius and p = 2.387um =3 for the 100 nm radius particles.

In an attempt to incorporate the full Mie theory in an EMA scheme and obtain an effective dielectric
function, Gans and Happel (GH) [194] incorporated electric dipole and quadrupole as well as magnetic
dipole and quadrupole contributions in a single expression, using the full Mie coefficients. In Fig. 6.2,
we have compared their results with predictions of the optical density using the MG approach, GH result,
approximate Mie solution from Ref. [125], and our Eq. 6.21 for the two different particle sizes. It is quite
evident that our result gives remarkably similar results to the Mie, and Gans & Happel approaches. From
Fig. 6.2(b), it can be seen that Eq. 6.21 predicts the quadrupole and dipole more accurately than predicted
by GH approach. The GH approach does not predict the absorbance in accordance with the Mie theory and
shows a highly damped behavior for the quadrupole mode. The results of Fig. 6.2 indicate that the effective
dielectric function in our model, given by Eq. 6.21, is quite accurate and its use within the EMA model

accurately predicts higher order plasmonic modes for various particle sizes.

—- Experiment
— Eq. 21
MG Theory
—- GH Theory
Mie approx.

400 500 600 700
Wavelength (nm)

Figure 6.3: Comparison of our theoretical prediction based on Eq. 6.21 (solid red curve) to the experimental
measurement (dashed black curve) of OD of nanoparticles of Ag with average size of 40 nm embedded in a
glass matrix (experimental data was taken from Ref. [78]). Results of the MG theory (green dashed curve,
scaled by a factor of 0.5) , GH (dark blue dashed curve), and Mie (light blue dashed curve) theories are also
shown. Our new EMA theory result of Eq. 6.21 overlays the Mie theory result very well, while predicting
both the dipole and quadrupole peaks.

In Fig. 6.3 we have compared the optical density of experimental data extracted from Ref. [78] for a

composite made from Ag clusters embedded in a glass matrix. The clusters have an average size centered

around 40 nm, but their volume fraction and the medium thickness was not provided. We have utilized Eq.
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6.21 to obtain a theoretical prediction based on a best fit to the experimental data. The free parameters in
the fit were the particle radius, the volume fraction, and the thickness of the composite. In Fig. 6.3, the
Eq. 6.21 result is for an average radius of 42.31 nm, with a volume fraction of 0.003046 in a glass matrix
of dielectric function equal to 2.0, propagating through a composite of thickness 6.83 um. We have also
included the results from the various other theories, including Mie, GH, and MG. The MG theory curve
(scaled by a factor of 0.5) only predicts the dipole peak contribution of the system and is way off from the
experimental value. While the Mie and GH theory predict the dipole peak accurately, the quadrupole peak
is only predicted by Mie. More interestingly, the prediction of our Eq. 6.21 overlays the Mie result very
well. In addition, our theory is in excellent agreement with experiment, despite incomplete information on
details of the material provided in Ref. [78].

In Fig. 6.4(a), we show the resonance wavelength for the dipole and the quadrupole as a function of
particle radius calculated using Eq. 6.21 for the system studied in Fig. 6.3. We observed that the red shift
of the quadrupole resonance is less dramatic as compared to the dipole resonance. In Fig. 6.4(b), the OD
curves for Ag nanoparticles embedded in glass matrix of different average size are compared to show that
our model can easily capture the plasmon modes and can also show the changing intensity of the plasmon

mode as a function of size.
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Figure 6.4: a) The resonance wavelength of the dipole (open circles) and quadrupole (open squares) excita-
tion of Ag nanoparticles embedded in glass as a function of the particle radius calculated using Eq. 6.21. b)
Plot of the absorption curves generated for Ag nanoparticles of different radius embedded in glass matrix.

6.4 Limitations of the Model

The first limitation of the model is its inability to predict the phenomenon of percolation threshold that
is common in effective medium theories of the Bruggeman type [195], and in extended Maxwell-Garnett
approximations [196, 197]. This is due to the fact that in our present case the role of the inclusion and the

role of the host are not symmetric. In other words, the complementary mixture that results in the exchange
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of the host and the inclusion and at the same time exchanging their volume fraction is not possible in our
model. In our opinion, it is not a major limitation in the sense that the model was derived in the spirit of low
volume fraction. What we would like to focus now is on identifying the criteria for the applicability of Eq.
6.21, which is given in detail by Mackay & Lakhtakia [198] where they studied the applicability of Lewin’s
homogenization formula. They raised three objections to the applicability of a homogenization theory.

a) The inclusion should be small relative to the wavelength in the host material as well as in the inclusion
material. In this regard we believe that this restriction must be implemented with caution because the theory
resides in incorporating higher multipole terms in the expression, and the higher resonance is what we are
after. In the particular approximation that we used in the paper, we retained up to the quadrupole term, but
we can include more terms in the expression and reproduce the multipole resonances pointed out by this
restriction. This restriction is already implemented in Mie’s approximation.

b) If the conditions Re{€;}Re{€;} < 0 and Im{€;} << Re{€;} are satisfied, then it is inappropriate for
arbitrary values of the volume fraction. This is more demanding because it can easily be satisfied by typical
noble metals used commonly in plasmonic applications. However, we have argued that the strong resonances
that appear as a function of volume fraction tend to happen in the large inclusion concentration and for large
negative values of the dielectric function. In fact for typical values of Ag, these resonance tend to appear in
volume fraction greater than 0.5.

c¢) The restriction on the volume fraction is related to the size parameter q of the model. As was men-
tioned earlier, the phenomenon of percolation can be predicted by the Bruggeman formalism where the
inclusion and the host are on equal footing. This is not the case in our present work. One interesting aspect
of the Eq. 6.21, is that if the second term in the denominator is ignored, we recovered Foldy’s result. This
is achieved by assuming that the propagation constant in its formulation can be identified to be related to
an effective dielectric function of the mixture and the extinction cross section is given by Mie’s result. Phe-
nomenologically we have found that the agreement with Mie’s results at normal incidence is correlated to

the size parameter and the volume fraction such that

£ (A p
qf(n)w“

Or using the density of modes on an electromagnetic wave in k-space given by [199]:

B 87n3
Then the restriction can be written as
P <2r
Pk

This condition implies that the volume occupied by one particle in the host must be smaller by the volume
occupied by the mode of the electromagnetic field in k-space. This restriction will determine the particle
density which in turn will determine the volume fraction and the particle radius through Eq. 6.26. The

estimated values for particles of the order of 20 nm at A ~ 800 nm have volume fraction of the order of
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f =0.02, while for particle of 80 nm radius at A ~ 800 nm the volume fraction is of the order of f = 0.2.
Of course, the restriction of percolation must be take into account such that in general f < 0.3.
In this chapter we bridged the Mie theory and the Fresnel equation using the EMA model to incorporate

the contributions of multipolar resonances.
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Chapter 7

Novel Iron-based ternary amorphous oxide
semiconductor with very high transparency,
electronic conductivity, and mobility

(Reproduced with permission from Abhinav Malasi, Humaira Taz, Annette Farah, Maulik Patel, Benjamin
Lawrie, Raphael Pooser, Arthur Baddorf, Gerd Duscher and Ramki Kalyanaraman, Scientific Reports, 2015,
accepted. Copyright 2015 Nature Publishing Group)

7.1 Summary

Here we report that ternary metal oxides of type (Me), O3 with the primary metal (Me) constituent being
Fe (66%) along with the two Lanthanide elements Tb (10%) and Dy (24%) can show excellent semicon-
ducting transport properties. Thin films prepared by pulsed laser deposition at room temperature followed
by ambient oxidation showed very high electronic conductivity (> 5 x 10* S/m) and Hall mobility (> 30
cm?/V-s). These films had an amorphous microstructure which was stable to at least 500°C and large op-
tical transparency with a direct band gap of 2.8540.14 eV. This material shows emergent semiconducting
behavior with significantly higher conductivity and mobility than the constituent insulating oxides. Since
these results demonstrate a new way to modify the behaviors of transition metal oxides made from unfilled

d- and/or f-subshells, a new class of functional transparent conducting oxide materials could be envisioned.

7.2 Results

Our investigations were motivated by the study of the magneto-optical properties of the giant magnetoresis-
tive material terfenol-D [metal composition of Fe(65.7%):Tb(10.3%):Dy(24%)] for applications in optical
sensing and computing. Films of thickness from 9 to 37 nm were deposited by the pulsed laser deposition
(PLD) technique onto quartz substrates under high vacuum conditions (~5 x 10® Torr base pressure) at room

temperature. However, instead of a metallic sheen, these films showed optical transparency in their as-
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prepared (AP) state, as shown in Fig. 7.1(a) for the sample labeled AP. This transparency was quantitatively
evaluated as a function of film thickness by transmission spectroscopy. The dashed curves in Fig. 7.1(b)
show that the as-prepared films had a coefficient of transmission (T) of >50% in a energy range spanning
the UV to NIR (1.5 to 4 eV) and could reach as high as T >90% for the thinner films (9 nm thickness). We
confirmed that this high transparency was not due to a discontinuous film morphology. Fig. 7.1(c) and (d)
show a scanning electron microscope image and an atomic force microscope image of the 25 nm thick as-
prepared films, respectively. The films were continuous with a random distribution of nanoparticles typical
of the PLD process. The root mean square surface roughness of the film in the particulate free regions was
estimated to be between 1 to 2 nm, depending on the film thickness [Fig. 7.2(c-inset)], as ascertained from
the atomic force microscopy measurements. To further understand this optical transparency, we estimated
the absorption coefficient (¢) from oo = —In(T)/L, where L is the film thickness and then generated the
dependence of (ahv)]/ " versus hv, which represents the photon energy as the product of Planck’s constant
(h) and photon frequency v, while m represents the type of absorption. This Tauc plot is shown in Fig.
7.1(e) for the case m = 1/2, i.e. for a direct allowed transition for the films of 25 nm thickness (as-prepared
is dashed curve). The rapid change in the slope of the curve indicates large interband absorption and extrap-
olating this linear region permitted estimation of the direct allowed energy band gap Eg. We found that the
as-prepared film of L = 25 nm film had a Egd of 2.82¢V. Similar analysis of the other as-prepared films (see
supplemental material) yielded values between 2.72 and 3.0 eV, as shown in the inset of Fig. 7.1(e), giving
an average direct band gap of 2.854+0.14 eV. No evidence for an in-direct gap could be found from a similar
Tauc plot analysis.

The optical data suggested that the films were very likely oxidizing rapidly upon exposure to air since
the transparency was not consistent with forming metallic films (for comparison, films of metals like Au,
Ag, Cu, Fe etc. achieve such high transmission at thicknesses of only a few nm). We further modified the
oxidation state of the films by a high temperature anneal (500°C for 2 hours) in either a N»- rich or O,-rich
environment (air). The optical photograph in Fig. 7.1(a) shows that the transparency increased following
annealing of 25 nm thick films (i.e. optical images marked as N2 and O2 corresponding to the N, and O,
annealing). The qualitative increase was also evident from the optical transmission curves [Fig. 7.1(b), solid
curves] for the annealed films in comparison to the as-prepared film. The Tauc plot analysis of the annealed
samples [Fig. 7.1(e, solid lines)] yielded Eg ~ 2.89 and 2.82 eV for the N, and O, samples respectively.
These estimated band gap values were within the measurement uncertainty of the average value estimated
for the as-prepared films, as seen in the inset of Fig. 7.1(e), implying that the high temperature anneal did not
significantly influence the microstructure of the films. The optical behavior of the as-prepared and thermally
annealed films pointed to an oxidized film that behaved like a semiconductor and one whose band gap was

unchanged upon annealing to high temperatures.
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Figure 7.1: (a) Optical photograph of lettered blocks showing the large transparency of 25 nm thick films in
as-prepared state (marked as AP), and following annealing in nitrogen (marked as N2) and oxygen (marked
as 02) at 500°C for 2 hrs. (b) Optical energy (and wavelength) dependent transmission of as-prepared
films with thickness between 9 to 37 nm (dashed curves) and following annealing of the 25 nm film solid
curves). (c-d) SEM (c) and AFM (d) information from a 25 nm as-prepared film respectively. (d) Tauc plot
comparing the direct optical absorption in 25 nm films (as prepared is dashed line while annealed are solid
lines. The extrapolations from the strongly absorbing linear regimes are shown and were used to estimate
the band gap. Inset shows the Tauc direct band gap values as a function of thickness of the as-prepared
films and following annealing of the 25 nm film. A line corresponding to the average band gap value from
measurements of various as-prepared films is also shown in the inset.
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To understand the origin of this semiconducting behavior, we performed a detailed study of the structure
and chemical composition of the as-prepared and O, annealed films. Glancing incidence X-ray diffraction
(GIXRD) from the target material used for the PLD process showed peaks corresponding to polycrystalline
terfenol-D. However, the as-prepared films were featureless, indicating an amorphous microstructure, and
remained so even following the 500°C thermal treatments (see supplemental material). We next prepared
films by PLD onto ultrathin membranes (C or Si3Ny4) for evaluation by transmission electron microscopy
(TEM). Fig. 7.2(a) shows that the typical microstructure of as-prepared films was amorphous, confirmed
by the TEM diffraction pattern shown in the inset. A similar amorphous microstructure was evident for
the 500°C O, annealed films (shown in supplemental material). Therefore, the TEM results along with
the GIXRD observation independently established that the as-prepared and 500°C O, annealed films were
amorphous. The chemical constituents, homogeneity, and composition of the films were measured by two
different approaches: core-loss electron energy loss spectroscopy (EELS) in the TEM was used to obtain
the film volume averaged information while X-ray photoelectron spectroscopy (XPS) was used to analyze
the film surface. From the core loss peak positions only four elements were detected, the three metals (Fe,
Tb, Dy) and O. Fig. 7.2(b) compares the core-loss spectrum for as-prepared (dashed line) and O, annealed
(solid line) films for the energy window containing Fe and O, while Fig. 7.2(c) is for the energy window
containing Tb and Dy. Quantitative analysis of the core-loss peak intensities established that the as-prepared
films were metal oxides with a metallic composition of Me=Fe(66%):Tb(10%):Dy(24%) and a metal to
oxygen ratio of 2:3 with an inherent error of ~10% (<4% error on the individual elemental concentrations).
The composition of the as-prepared film could therefore be expressed as Me;O3«. The composition was
found to be very homogeneous in its metal and oxygen concentration, with no evidence for any chemical
segregation effects throughout the film. Similar analysis of the O, annealed film gave an identical metal
composition and a more fully oxygenated metal oxide Me,O3, consistent with a Fe to O ratio found in
Fe;03 EELS standards. From these measurements it was also clear that only the state of Fe changed upon
O, annealing while the Tb and Dy oxidation states did not change. XPS survey scans from the surface of
the as-prepared and O, annealed film (see supplemental material) yielded similar results in terms of the
constituents present, i.e. the three metals and oxygen. A carbon peak was also detected and attributed to
hydrocarbon contamination following exposure to atmosphere. Fig. 7.2(d) shows the XPS spectra of the
Fe 2p signal, which can be used to differentiate between metallic Fe and its various oxidized states. The
as-prepared film (dashed line) showed the Fe to be predominantly in Fe’* oxidation state, as evidenced
by the satellite peak near 718.8 eV (marked as Fe*" on Fig. (d) and is the known position for the Fe3*
oxidation state in pure Fe,O3 [200]). Since the satellite position was shifted to slightly lower energies than
in pure Fe,O3_some contribution from a lower oxidation state, such as Fe?*, was also evident. A small peak
at 707.4 eV for the as-prepared film also indicated the presence of Fe® [marked on Fig. (d)]. However, this
unoxidized iron appeared to be discontinuously distributed on the film surface as TEM-EELS measurements
did not detect any Fe in the film regions but only showed evidence for it within the PLD particulates. This
was evidenced by the EELS spectra from the particulates, shown by the dotted line in Fig. 7.2(b), in which
no oxygen Ok peak was evident, implying that the iron was in metallic state in the particulates. Upon oxygen

annealing, the intensity of the oxide peaks increased significantly while the metallic Fe peak disappeared, as
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seen in Fig. 7.2(d, dashed curve). The position of the satellite peak was closer to F 3" (as seen in Fe,03)
indicating that it was the primary oxidation state. The increase in oxygen concentration following annealing
was also evidenced from XPS O 1s spectra [Fig. 7.2(e))] and corroborated the TEM results. In Fig. 7.2(f)
and (g), the normalized XPS spectra corresponding to Tb 3d 5/2 and Dy 3d 5/2 levels, respectively, are
shown for as-prepared (solid line) and O, annealed cases (dashed line). The energy positions of these peaks
were correlated very well with the signals from the respective oxides of the form Tb,O3 (which occurs
at 1241.4 eV) and Dy,03 (which occurs at 1298.9 eV) [201] (and are indicated on the figure). Further,
the XPS peak positions were unchanged between the as-prepared and annealing case suggesting that the
oxidation state of the Lanthanide metals did not change upon annealing. In totality, these findings pointed
to amorphous films in which the amount of O and Fe®* increased in going from the as-prepared to the
O, annealed films, but without change in the oxidation state of the Lanthanide metals. The formation of
an amorphous oxide film is not entirely surprising and we attribute it to the combination of forming an
amorphous microstructure during the PLD process followed by its instantaneous oxidation upon exposure
to air. Previous works focused on the magnetic behaviors of similar compounds (Fe-Tb-Dy) have shown
that it is possible to synthesize amorphous metallic films by techniques such as sputtering [202, 203]. Also,
the surfaces of such compounds have been reported to oxidize fairly quickly in air leading to an oxide layer
of thickness between 10 to 30 nm, while the bulk material continues to oxidize at a much slower rate, thus

necessitating a capping layer to prevent degradation.

Given the importance of transparent amorphous oxides to the electronics industry, we investigated the
electrical properties of these films. Conductivity (o) and Hall mobility (i) measurements were made using
the 4-probe van der Pauw geometry for films between 9 and 74 nm in thickness deposited onto SiO,/Si sub-
strates (i.e. Si containing a 400 nm thermally grown oxide layer). First we verified the nature of electrical
conduction in these films by performing temperature-dependent conductivity measurements. As shown for
a 25 nm as-prepared film in the inset of Fig. 7.3(a), the electronic transport confirmed a semiconductor-type
material since the conductivity increased exponentially with temperature T. This result also ruled out any
role of the discontinuously distributed metallic iron on the film surface in playing a role on the electronic
properties. Fig. 7.3(a) shows the room temperature conductivity for as-prepared films with various thick-
ness. The measured conductivity ranged from ~5 x 103 to 5 x 10* S/m. These values are many orders of
magnitude higher than that found in the constituent metal oxides noted in the previous section [204, 205]. To
understand the origin of the large conductivity (and its change with thickness), we measured the Hall mobil-
ity since it contributes directly to ¢ through the expression o = ugne, where n is the carrier concentration,
and e is the magnitude of electron charge. Fig. 7.3(b) shows that the Hall mobility had a negative sign for
all the as-prepared films studied, indicating an n-type semiconductor. Since its magnitude was relatively
unchanged it could not be responsible for the drop in conductivity with increasing thickness L. However, the
measured value of 32 +4 cm?/V-s (averaged over the various as prepared films) was extraordinarily high,
and comparable to the best known s-band amorphous oxide materials [135]. We were unable to detect any
evidence for room temperature magnetism through hysteresis, coercivity or saturation behavior (see supple-
mental material), consistent with the fact that oxidation destroys magnetism in such alloys [203]. This also

confirmed that the measured mobility was the regular hall mobility and therefore was directly contributing
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Figure 7.2: (a) Amorphous microstructure of the as-prepared films was evidenced by TEM imaging and
selected area diffraction (inset). (b-c) EELS analysis of the as-prepared and Oannealed films only detected
Fe, and O (Fig. c) and Tb and Dy (Fig. d). In Fig. (b) the EELS spectrum from a PLD nanoparticle
is also shown by dotted curve. (d-g) XPS measurements showing the various detected components in the
as-prepared vs O , annealed films. (d) Fe 2p signal (e) O Is signal. (f) Tb 3d 5/2 signal, (g) Dy 3d 5/2
signal. In figures b-g, the as-prepared (AP) films are shown by dashed curves while the O, (02) annealed
films are shown by solid curves. The vertical dotted lines mark the position of the various absorption edges
(EELS) and peaks (XPS) as indicated. The additional vertical lines in Fig. (d) correspond to the additional
Fesy absorption peaks found in the hematite and magnetite form or iron oxides.

to the high electrical conductivity. The unchanging mobility with thickness implied that the change in con-
ductivity with thickness was due to a change in the free carrier concentration, which was estimated from
n= ﬁ and is shown in Fig. 7.3(c). The values decreased from 9.4 x 10" to 1.15 x 10" cm™ for the 9
to 74 nm films respectively. While such an effect has been reported before for ultrathin semiconducting
films [206], we speculate that the change in conduction could be partly attributed to the increase in surface
roughness observed with increasing thickness of the films, as shown in the inset of Fig. 7.3(c).

The transport behavior following thermal treatments up to 5S00°C was measured for 25 nm thick films.
Fig. 7.3(d) shows that while the conductivity of the film decreased following the annealing, the magnitude
of the drop was very different, ~3x decrease for the N, case vs ~17x for the O, case. To understand this
change, the hall mobility was also measured, and, as shown in Fig. 7.3(b) n-type conductivity was observed
in all cases, but the magnitude decreased from 35.4 cm?/V-s (for the as-prepared film) to 12 cm?/V-s for
the N, anneal and 2.2 cm?/V-s for the O, case, which correlated very well with the magnitudes of the drop
in conductivity shown in Fig. 7.3(d). Despite the changes following thermal annealing, the combination
of conductivity and mobility observed in these as-prepared and thermally treated films was still orders of
magnitude higher then in the component oxides (Fe;O3, Tby03, and Dy,03) as we discuss next. These

annealing results also hinted at a potential future path to control and modify the electronic and optical
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Figure 7.3: Transport properties of the as-prepared (a-c) and annealed films (d-f). (a) Dependence of con-
ductivity on thickness of as-prepared films. Inset shows that the conductivity ¢ increased exponentially with
temperature for a 25 nm as-prepared film. (b) The mobility of the as-prepared films showed n-type conduc-
tivity and its magnitude was relatively unchanged with thickness yielding an average value of 3244 cm?/V-s.
(c) The electron carrier concentration in the as-prepared films decreased exponentially with increasing film
thickness. This correlated with an increased surface roughness of the films (inset). (d) Conductivity change
for 25 nm films following annealing in nitrogen (N;) or oxygen (O2) at 500°C for 2 hrs. (e) Mobility change
with annealing. (f) Carrier concentration remained relatively unchanged following annealing. In figures
d-f, the as-prepared films are indicated as AP while the O, and N, annealed films are marked as O2 and N2
respectively. The dashed lines in (a-c) correspond to best fits to the experimental data. The dashed lines in
(d-f) correspond to guides to the eye.
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properties of this material.

7.3 Discussion and conclusion

Based on the substantial knowledge developed over the past decade, it is possible to summarize two common
features found in all the ternary amorphous oxides that show high mobility (>10 cm?/V-s), such as the a-
IGZO system. First, overlap of the large spherically symmetric ns levels involved in the metal cation bonding
produces large s-conduction band curvature and consequently, a high mobility for carriers excited from the
valence band formed by oxygen 2p states [140, 142]. Second, the ternary oxide cannot have a mobility
and/or conductivity far exceeding that of all of its constituent oxides, as exemplified by the relation between
the ternary composition and the measured mobility values [135, 143]. In fact, it can be stated that the
primary reason to use a ternary system is to stabilize the amorphous microstructure.

Based on the dominant metal oxidation states measured by XPS investigations, it is tempting to interpret
our observed optical and electronic behaviors in the above context, i.e. as arising from a mixture of the
different semiconducting sesquioxides (i.e. Fe,O3, Tb,03 and Dy,03). But, all of these oxides are well-
known insulators with no contribution from the s-band to their conductivity and mobility behaviors [207].
Semiconducting iron oxide (hematite or & — Fep03) is a charge transfer insulator in which the indirect
optical band gap of 2.1 eV excites electrons from a valence band which is primarily from the oxygen 2p
levels into a conduction band which comes from the Fe 5d levels. In the band structure model, the extremely
flat d-band (i.e. low curvature) results in very heavy electrons and the resulting low conductivity and mobility
of <0.01 cm?/V-s [208]. Despite attempts to dope iron oxide, the best conductivity and mobility still remains
at ~ 4 S/m and <0.6 cm?/V-s respectively in high-quality crystalline thin films [204], orders of magnitude
lower then the values observed here for the as-prepared and thermally annealed amorphous films. The
low mobility has also been explained as the consequence of conduction by polaron hopping, with polarons
having a very large effective mass due to the strong interaction between electrons and the lattice in such ionic
crystals [209]. The Lanthanide oxides are materials with potential applications as high-K dielectrics because
of their electrically insulating nature and large band gaps [210, 205]. These oxides also have valence band
showing primarily O 2p character and conduction band coming from the 5d levels. However, their unique
feature is that the 4f levels can introduce filled and/or empty states at different positions with respect to the
optical band-gap [211]. Nevertheless, the extremely flat nature of the f-levels as well as the d-conduction
band again results in exceedingly low room temperature conductivity (< 10~'2S/m) and electron mobility
values (<2 cm?/V-s) [205].

Clearly, the s-subshell of these metal cations (Fe, Tb and Dy) are highly unlikely to contribute to the
conduction band [207]. Therefore, this ternary amorphous oxide has a profoundly different origin of its
high mobility as compared to the existing s-band high mobility amorphous oxides. This material also shows
an emergent behavior because its conductivity and mobility far exceeds that of its constituent oxides. Our
future work towards identifying the origin of this condensed matter behavior will focus on the hypothesis that
there is a strong interaction between the Fe 5d and Lanthanide 4f levels. We conclude by speculating that the

electronic properties of this material could be indirect evidence for an interesting new band structure physics
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arising from the interaction of the transition and lanthanide metal cations. Additionally, this material could
also be technologically relevant because it shows a combination of electrical conductivity and mobility that
rivals that of the best known Indium-based transparent semiconducting oxides. Perhaps the most important
implication of this work is that, given the vastly greater number of transition metals which have unfilled
d-levels as compared to metals which show (n - 1)d'’ns” behavior, it presents the intriguing possibility of

creating a whole new class of functional oxide electronic materials.

7.4 Methods and Techniques

7.4.1 Material synthesis and processing

Thin films of Fe:Tb:Dy were deposited using the pulsed laser deposition (PLD) technique. Terfenol-D,
which has a composition of (Tbg3Dyg7)Fe; 92, was used as a PLD target to deposit the thin films. This
material was purchased from Etrema Products Inc., USA. The films were deposited on quartz or SiO,/Si
wafers having 400 nm of thermally grown oxide. Before deposition, the substrates were cleaned by soni-
cating them in acetone, isopropanol and DI water for 30 min each and then dried with nitrogen and stored.
PLD was done using a Spectra Physics injection seeded Lab-130-50 Nd: YAG laser with wavelength of 266
nm, a pulse width of 9 ns and repetition rate of 50 Hz in a ultra high vacuum at a base pressure of 5x10~8
Torr. A laser energy density of 0.56 J/cm? was used for deposition. Following the deposition the samples
were removed and exposed to ambient air and stored in metallic sample boxes under ambient conditions.
The annealing of the samples were done either in oxygen rich (air) or nitrogen rich environment (99.9%
purity of N, gas supplied by Airgas Inc., Knoxville, USA) in a programmable oven from MTI corporation
(model no.: OTF-1200X) at 500°C for 2 hours. The contact pads for electrical measurements were made
by masking the samples with Al foil and then depositing Ag pads on the amorphous films. The Ag pads
were deposited using the e-beam evaporator at a base pressure of 2x10~8 Torr and were approximately 40

nm thick.

7.4.2 Surface characterization

Scanning electron microscopy (SEM) was used to obtain the morphology of the surface of the films de-
posited using PLD. The imaging was done using Zeiss Merlin SEM operated at 2 kV using an inlens de-
tector. Roughness measurements of the as-prepared films were made by atomic force microscopy (AFM).
Areas of 4 x 4 um? were scanned for the various films and root mean square (rms) roughness was calculated
by averaging over multiple (up to 256) line profiles at different areas. The film roughness measurements
were done using Nanonics Multiview 1000 AFM, which was operated in line-by-line tapping mode at a
resolution of 256-by-256 and a rate of 8 ms per point. The cantilever tip had a radius of curvature measuring

less than 40 nm.
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7.4.3 Material characterization
TEM

The TEM sample for as-prepared film investigation was made by depositing 9 nm thick films onto ultrathin
C substrates on mica. The film/C system was floated off from mica by immersion in water, yielding the
electron transparent material (as described by Sachan et al. in ref. [153]). The O, annealed sample was
prepared by depositing a 25 nm thick film onto electron transparent SizNy grids (which had thickness 10
nm) with window size of 100 x 100 um? supplied by Norcada, Canada. Oxidation of this sample was
performed as described earlier. High resolution TEM images and diffraction patterns were taken in a Zeiss
Libra 200MC at an acceleration voltage of 200kV, while the Z-contrast images and EELS spectra were taken
with an aberration corrected (Nion, Inc.) dedicated STEM VG 501 UX operated at 100kV. This instrument

is equipped with a cold field emission electron source and a Gatan Enfina EELS spectrometer.

XPS

XPS measurements were carried out at room temperature by using a SPECS Focus 500 monochromated
Al Ka X-ray source operated at 380 W and a SPECS PHOIBOS-150 hemispherical electron analyzer at
normal emission and 40 eV pass energy. Relative atomic concentrations were taken from comparison of
Dy3d, Tb3ds,, Ols, and Fe2ps/, core levels, analyzed and corrected for sensitivity and transmission factors

in CasaXPS software.

XRD

As-deposited and annealed thin films were characterized using grazing incidence X-ray diffraction (GIXRD).
These measurements were performed using a Panalytical X’Pert3 MRD X-ray diffractometer equipped with
Cu Ko source (1.54059 A) radiation and a Xe-proportional detector. The GIXRD patterns were recorded in
a 20 scanning mode using a parallel beam mirror on the incident beam side and a parallel plate collimator of
0.27 divergence on the diffracted beam side. A combination of beam mask and divergence slits was selected
to illuminate the sample surface without illuminating the sample holder. In order to avoid diffraction from
the sample holder the samples were mounted on a 2-inch single crystal silicon wafer oriented slightly off
axis. The GIXRD patterns were collected in the 26 range between 10-90° with a step size of 0.02° and step

time of 7 sec/step.

7.4.4 Optical properties

The optical properties of the doped amorphous Fe,O3 were measured using HR2000+ES spectrometer from
Ocean Optics in transmission mode. The Tauc plots mere generated by first converting transmission values

(T in %) to absorption spectra using Beer-Lambert’s law and then dividing by the film thickness (L) to

%
100

band gaps were then calculated by plotting Tauc plots with y-axis as (Ochv)l/ ™ as a function of hv (the

convert to absorption coefficient (a (cm™!) = F1in (¥%)) as a function of wavelength of light. The optical

photon energy given by product of Planck’s constant 4 and frequency v). Tangents were drawn at the

85



interband absorption region (rapid rise in spectrum) and were extrapolated to cut the x-axis, which gave the

optical band gap values. m = 2 was used to obtain direct band gap values.

7.4.5 Magnetic properties

The magnetic properties of the as-prepared and annealed films were studied using surface magneto-optical
Kerr effect (SMOKE) technique. The SMOKE measurements were done in the longitudinal orientation
using an s-polarized laser beam of 633 nm wavelength making 12.6° angle of incidence with the normal to

the substrate plane.

7.4.6 Electrical properties

For measuring the electrical properties, silver pads were deposited on the four corners of the sample using
e-beam evaporation, as described previously. Gold wires were then attached to the silver pads using silver
epoxy paste. A Keithley 2400 sourcemeter was used to measure the sheet resistance and the hall mobility of
the deposited amorphous oxide. Sheet resistance was measured using the van der Pauw method, where probe
contacts are made at the four corners of the sample. Current was supplied at two adjacent contact points
while voltage was measured at the two remaining contact points, i.e. if the four contacts were numbered 1,
2, 3, and 4, current was supplied between 1 and 2 (I1,), while voltage was measured between 4 and 3 (V3)
to get resistance Ri3 43. In this way, the current direction was changed to cover all four sides, making sure to
reverse the current direction on each side, resulting in eight total measurements. The four-probe resistance
was measured by the Keithley sourcemeter working in 4-wire sensing mode. A LabVIEW code was written
to collect data from the Keithley for 1 minute and then display the average value. This method of data
collection ensured noise-compensated resistance values. After all the eight resistance values were measured
(R12,43; R2134; R3421;5 Ra3,12; Ra132; R14.23; Ro3,14; R32.41), the following formula was used to calculate the
sheet resistance: exp(—mR4/Rs) +exp(—nRg/Rs) = 1, where Ry = (Ri2.43 + R21 34 + R34 21 + Ra312) /4,
Rp = (R4132 + R1423 + R23,14 + R32.41) /4, and Rg is the sheet resistance. The resistivity was calculated as
the product of the sheet resistance and the film thickness.

Hall measurements were made by supplying current along the contacts 3 and 1, and measuring the
voltage between 4 and 2. For each value of current, the magnetic field was varied and the corresponding
hall voltages were measured. Just like for sheet resistance measurements, a LabVIEW program was used to
collect data to compensate for noise and drift. A plot was then made of Hall voltage vs applied magnetic
field and a straight line fit was applied to it to obtain the slope of the plot. The hall mobility, i, was
)
process was repeated with at least three different current values to obtain reliable hall mobilities. The carrier

1

concentration, n, was calculated as n = up where e is the charge on an electron, and p is the resistivity.

Sheet resistance was also measured as a function of temperature using Keithley 2400 sourcemeter. Al-

then calculated using: u = ( where I is the current supplied and Ry is the sheet resistance. The

though the same 4-wire sensing mode was used as for sheet resistance measurement, the contacts for current
supply and voltage measurement were fixed to one configuration so as to not disturb the system while the

film was being heated with an IR lamp. The temperature was measured periodically using a laser tempera-
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ture sensor and the corresponding resistance value was noted from the sourcemeter.
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7.7 Supplemental Information

7.7.1 Film roughness

Typical AFM line scans from the as-prepared films of 9, 25 and 37 nm thickness are shown in Fig. 7.4. From
256 such lines scans for each film thickness, the average root mean square (RMS) roughness was estimated
as 0.944, 1.208 and 1.659 nm for 9, 25 and 37 nm films, respectively.
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Figure 7.4: Surface roughness profile of as-deposited films measured using AFM.

7.7.2 GIXRD measurements of films

Fig. 7.5(a) shows the GIXRD scan of the Terfenol-D target which confirmed that the starting materials had
the right metallic composition of Terfenol-D. In Fig. 7.5(b) GIXRD scans of 25 nm thick films in as-prepared
and the two annealed cases is shown and compared to GIXRD from the SiO,/Si substrate. Since no features
were evident from the films we concluded that they had an amorphous microstructure. The indexing of the
XRD peaks was done using the ICSD database [212]. For the indexing of Terfenol-D, indexing till 70° was
done with the help of ICSD database, while the remainder was based on published literature [213, 212].

7.7.3 Tauc plot measurement

Fig. 7.6(a), the Tauc plot of the three as-prepared films (with thickness of 9 , 25 and 37 nm) is shown. The
Band gap value was 3, 2.82, and 2.7 eV respectively. From these measurements, the average band gap value
was obtained as 2.8540.14 nm.

7.7.4 Magnetic measurements by SMOKE

The as-prepared and annealed films showed no Kerr rotation within the detection limit of the SMOKE

system. The Kerr plots for the as-prepared and O, annealed film with 25 nm thickness are shown in Fig.
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Figure 7.5: (a) Shows the XRD of the Terfenol-D target. Indexing of the various peaks showed that the target
was consistent with the original Terfenol-D composition. (b) Comparison of GIXRD scans of as-prepared,
nitrogen annealed, and oxygen annealed films of 25 nm thickness as well as the underlying substrate which

was SiO2(400 nm)/Si. The only features evident from the films were the underlying substrate features, as
indicated on the figure. This confirmed that the films were amorphous.

7.6(b). Similar results were obtained for all other films (i.e. as-prepared 9, 37, 74 nm) and N, annealed

sample. From this it was concluded that no room temperature magnetism was present in these films.
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Figure 7.6: (a) Tauc plot of as-deposited films. (b) Kerr rotation measurements of as-prepared and annealed
films. (c) Plot of Hall voltage as a function of applied magnetic field for a 74 nm thick as-prepared film
studied for two different voltage configurations for an applied current of 100 UA.

7.7.5 Hall Effect Measurement

The hall voltage versus magnetic field data was used to calculate the hall coefficient and mobility. The hall
voltage versus magnetic field curve was linear, and a typical case is shown in Fig. 7.6(c) for the 74 nm
thick as-prepared film. Similar linear curves were obtained for all other samples measured (as prepared and

annealed).
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7.7.6 XPS Measurements

Survey scans from the surface of as prepared and O, annealed films are shown in Fig. 7.7. Analysis based
on the energy position of the various features compared to standards noted in the Handbook for XPS [201]
revealed that Fe, Tb, Dy and O were the primary components while hydrocarbon peals were also present

due to handling conditions.
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Figure 7.7: XPS survey scans to determine elements present in the as-prepared and annealed films.

7.7.7 SEM Measurement

In the as-prepared films large surface nanoparticles or PLD chunks could be seen on the surface of the films,
and this was characteristic of the PLD process (as shown in manuscript Fig. 1¢). Upon annealing in air there
was a decrease in the size of particulates presumably due to oxidation, as evident from the SEM images of

the annealed samples shown in Fig. 7.8(a).

7.7.8 TEM and EELS measurements

Fig. 7.8(b) shows the micrograph of a 25 nm thick film made by deposition onto a SizN4electron transparent
grid and annealed in O, at 500°C for 2 hours. Like the as-prepared films, the microstructure was amorphous

for this film as well.
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Figure 7.8: (a) SEM micrograph of the surface of an O, annealed film shows a smooth morphology and
a decrease in the nanoparticles from the PLD process in comparison to the as-prepared films (shown in
manuscript Fig. 1(c). (b) TEM micrograph of O, annealed film.
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Chapter 8

Conclusion and Future work

In this chapter we summarize the key findings of this thesis and will discuss potential future problems that

could be pursued.

8.1 Conclusion

e [n Chapter 3, we have described a simple and efficient way to make 2D periodic nanostructures of
different metals on electron transparent substrates. Nanostructures of plasmonic Ag, ferromagnetic
Co, and bimetal structures of Co-Ag were synthesized by nanosphere lithography on ultra thin carbon
films. The nanostructure array/carbon system could be easily detached from an underlying mica
support by immersion in water, resulting in transferable, flexible, and large area electron transparent
materials. This technique could help accelerate discovery of new plasmonic phenomenon and/or better
nanostructured materials for plasmonic and magnetic applications. The sample preparation technique

has been summarized in the schematic shown in Fig. 8.1.
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Figure 8.1: Schematic showing the various steps to form 2D periodic nanostructure arrays on electron
transparent substrate [155].

o Chapter 4: We have demonstrated that the measurement of the plasmonic behavior of metallic nanopar-

ticles using UV-vis spectroscopy could be useful towards investigations of their oxidation kinetics.
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Investigations of the Co-Ag immiscible nanoparticle system show that the LSPR behavior can accu-
rately predict the oxide growth in the nanoparticle system. For the Co-Ag case, the Ag oxide-free
lifetime could be tuned to increase by 12.7 days per volume % of Co and was enhanced 8 fold for
the 28.7% Co case (a schematic summarizing it in Fig. 8.2 ). This behavior could be described by a
theoretical model based on optical mean field approximation. Thus, these Ag bimetal systems which
are very stable in ambient air environment could potentially be employed for various plasmon related
applications like surface enhanced Raman sensing and LSPR sensing due to refractive index change

from chemical and biological effects.
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Figure 8.2: Schematic showing by synthesizing bimetals of CoAg, the lifetime of Ag increases.

Chapter 5: We have investigated the size and energy dependence of the plasmonic quality factor in
hemispherical Ag and AgCo bimetallic NPs. The effect of different ambient environments such as
insulating, semiconducting and metallic films on the Ag plasmon showed that the quality factor of the
plasmons decreased with placing the Ag in these media. To ascertain the contribution from radiative
and non-radiative effects we compared Ag hemispherical nanoparticles to triangular particles. From
this the explicit dependence of size and volume on the radiative and non-radiative effects was esti-
mated and the quantum efficiency was also calculated. Comparison with AgCo bimetals withing the
quasi-static and effective medium models reveled that the AgCo bimetal system can significantly in-
fluence the radiative energy transfer from the plasmonic nanoparticles. This resulted in the bimetallic
systems having comparable or better quality factor and or quantum efficiency to that of pure Ag in
certain regimes of resonance energy and particle volume. These results demonstrate that the bimetal
nanostructures provide a pathway to tune the quality factor and quantum efficiency of plasmonic pro-

CESSES.

Chapter 6: We have developed a simple approach to express Mie’s multipole expansion within ef-
fective medium approximation theories. This theory captures the physical behavior of the plasmon
resonance as a function of size and adequately describes the quadrupole resonance. The derived result
can be easily applied to multicomponent system analysis and can potentially be used in conjunction
with other EMA approaches for analysis of reflection and transmission in nanostructured systems. Fu-

ture work, will be aimed at utilizing this approach to investigate the optical transmission and reflection
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from metal multicomponent systems.

o Chapter 7: We synthesized an amorphous transparent semiconductor oxide of the ternary alloy Fe-Tb-
Dy and characterized the semiconductor for its optical and electrical properties and characterized the
material properties. This ternary semiconductor oxide showed high conduction and mobility values
comparable to the IGZO material. All currently known amorphous oxide semiconductors with high
mobility have metals with (n - 1)d'%ns® electronic configuration. Clearly, our new material containing
Fe, Tb and Dy, breaks this paradigm and so its high mobility must come from a different reason. This
material also shows an emergent behavior because its conductivity and mobility far exceeds that of
its constituent oxides. Perhaps the most important implication of this work is that, given the vastly
greater number of transition metals which have unfilled d-levels as compared to metals which show
(n - 1)d'%ns behavior, it presents the intriguing possibility of creating a whole new class of functional

oxide electronic materials.

8.2 Future work

8.2.1 Bimetal related work

e Bimetal NP synthesis: The detailed morphology dependent optical and MO studies can done. By
synthesizing bimetals structures using NSL, the nanoparticle morphology can be tuned in a controlled
manner. Few of the NSL structures achieved as a interplay of film thickness, angle of deposition and

the laser energy are summarized in Fig. 8.3.

Ag NPs (low laser energy) Ag NPs (high laser energy)

< 4 = A
Co-Ag triangles irradiated Co-Ag triangles (10, 10)-  Co-Ag triangles
(10, 10) TEM TEM

Co-Ag triangles (10, 10) (10, 10)-

Figure 8.3: Possible different morphologies of NPs synthesized using NSL.
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e Oxidation stability: As shown in Chapter 3 of the thesis, by synthesizing different compositions of Co-
Ag NPs, the oxidation stability of the NP can be greatly enhanced. This study can be further extended
to incorporate other metals like Fe and Ni, which follow the guideline stated in the introduction
chapter for material selection. Here in Fig. 8.4, we demonstrate that these bimetal of Fe and Ni can
also stabilize the Ag part of the bimetal by galvanic coupling in a single nanoparticle. These bimetal
NPs were synthesized using pulsed laser dewetting. Fig. 8.4 (a) shows the optical spectrums of Co-
Ag, Fe-Ag and Ni-Ag bimetals of equal thickness and Fig. 8.4 (b) compares the oxidation behavior

of these bimetals as a function of time.
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Figure 8.4: (a) Compares the absorption spectrum of Co-Ag, Fe-Ag and Ni-Ag NPs of almost equal thick-
nesses. (b) Compares the optical bandwidth degradation of the bimetals in (a).

e Magneto-optical properties: The bimetals of ferromagnetic materials (Co, Fe, Ni) with plasmonic ma-
terials (Ag) can be synthesized using pulsed laser dewetting and NSL for the magneto-optical studies.
Current measurements were done using a single probing wavelength of 633 nm using the SMOKE
setup. The MO study could be done using with a tunable light source that spans a larger wavelength
range. Some of the initial MO results for Co-Ag bimetallic NPs synthesized using pulsed laser dewet-
ting are shown in Fig. 8.5. Similar MO studies conducted on Fe-Ag nanotriangles synthesized using
NSL are summarized in Fig. 8.6. Similar MO studies can be done by controlling the spacing between
the individual nanotriangles using ARNSL.

e Plasmon quality factor: The plasmon quality factor study could be extended to other particle mor-
phologies such as triangles and bimetal systems such as Fe-Ag and Ni-Ag. Here are some preliminary
results of plasmon quality factor and bandwidth study done on monometallic and bimetallic Ag nan-

otriangles synthesized using NSL. The results are shown in Fig. 8.7.
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Figure 8.5: (a) Compares the absorption spectrum of Co-Ag NPs arrays for different Co percentage. (b)
Compares the Kerr hysteresis loops for different Co compositions for longitudinal.
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Figure 8.6: (a) Representative SEM image for Fe-Ag nanotriangles synthesized using 500 nm PS bead
template. The thicknesses of Fe and Ag are 12 and 15 nm, respectively. The length of the scale bar is 200
nm. (b) Absorption spectra for three different thicknesses of Ag for fixed Fe thickness in Fe-Ag nanotriangles.
(c) Kerr rotation comparison for the three different thicknesses of Ag with fixed Fe amount.

2.5': O CoAg P 713 A A O CoAg
1 ¢ FeAg 3 6 3 N <& FeAg
21 & AgFe » ] A OCP & : igFe
] A Ag 53
1.5 * o8 N

S'1.51 5

T 0 4. R
L 1-_ o o 3-5 %

] ‘f ‘e,‘ © CXe)

0.5 E %ogﬁ
:AA@IO 25 “‘50
0] 1 *+—
1.5 2 2.5 3 1.5 2 25 3
Eres (€V) Eres (€V)

(@ (b)

Figure 8.7: (a) Plots the bandwidth of Ag, Co-Ag and Fe-Ag nanotriangles as a function of plasmon reso-

nance energy. (b) Plots the quality factor of Ag, Co-Ag and Fe-Ag nanotriangles as a function of plasmon
resonance energy.
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Plasmonic coupling between quantum dots and plasmonic nanoparticles: The plasmonic interaction
studies of quantum dots with Ag NPs and bimetallic Ag NPs can be performed. For the interaction
of the plasmons of quantum dots and nanoparticles, the excited plasmons energies of the two systems
should be close to see the maximum coupling. This can be achieved by tuning the plasmon energy
of NPs, which can be achieved by synthesizing bimetals of Ag. As shown in this thesis the Ag
plasmon energy range can be tuned from 1.5 to 3 eV by controlling the shape, size and the bimetal
composition. The quantum dots of CdSe have plasmons in the energy range below 2.5 eV, which is
well within the Ag NP range. Fig. 8.8 (a) shows the photograph of the synthesized CdSe quantum
dots. The quantum dot synthesis was performed in ORNL with the help of Dr. Michael Hu. Fig. 8.8
(b) shows the absorbance spectrum and the photoluminescence of the as synthesized quantum dots

after purification.
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Figure 8.8: (a) Photograph of synthesized CdSe quantum dots. (b) Shows the absorbance and the photolu-
minescence of CdSe quantum dots.

8.2.2 Terfenol-D related work

The amorphous semiconductor oxides of ternary alloy of Fe-Tb-Dy is an unexplored area and lot of work is

required to understand its behavior. Some of the key things that can be studied are:

Stability of films in ambient environment and on its transport properties.
Role of deposition techniques: e-beam vs PLD

Magnetism in Terfenol-D

Composition of Tb, Dy and Fe on the semiconductor properties
Controlling the electron density for semiconductor based application
Finding the crystallization temperature

Role of annealing in air and nitrogen on the semiconductor properties
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e Temperature dependent semiconductor properties

e Device fabrication
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