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Nanoplasmonics is a research topic that takes advantage of the light coupling to
electrons in metals, and can break the diffraction limit for light confinement into subwave-
length zones allowing strong field enhancements [1-4]. In the past two decades, a very
significant explosion of this research topic and its applications has occurred. The applica-
tions cover a great number of fields such as plasmonic devices [5-8], plasmonic biosens-
ing [9-14], plasmonic photocatalysis [15-19], plasmonic photovoltaics [20-23], surface-
enhanced Raman scattering (SERS) [24-29] and its derivatives as the photo-induced en-
hanced Raman spectroscopy [30-35], SERS effect induced by high pressure [36] and the
shell-isolated nanoparticle-enhanced Raman spectroscopy [37-41], other surface-enhanced
spectroscopies, such as sum frequency generation (SFG) [42,43] and second harmonic gen-
eration (SHG) [44,45]. Thus, this Special Issue is focused on recent advances and insights in
the research topic of nanoplasmonics and its applications.

This Special Issue is composed of nine research articles, and three review articles. The
first part of the Issue is devoted to the surface plasmon resonance (SPR) spectroscopy [46,47].
Daniyal et al. have shown the use of the SPR spectroscopy for the optical characterization
of a thin film based on nanocrystalline cellulose (NCC) [46]. Andam et al. have also
used this SPR spectroscopy for determining the optical properties of ultra-thin films of
azo-dye-doped polymers [47]. The second part is dedicated to plasmonic devices [48,49].
Firstly, Zhang et al. have reported on a plasmonic narrowband filter based on an equilateral
triangle-shaped cavity and a metal-insulator-metal waveguide [48]. Lastly, Adibzadeh et
al. have investigated the performances of plasmonic InP nanowire array solar cells [49].
In the third part, Gongalves et al. demonstrated surface plasmon and Fano resonances
in titanium carbide nanoparticles in the spectral range from visible to infrared [50]. In
the fourth part, the plasmonic sensing is addressed [51-53]. At first, Cardoso et al. have
reported on a second-order dispersion sensor based on multi-plasmonic resonances in D-
shaped photonic crystal fibers [51]. Next, Ramdzan et al. have demonstrated a plasmonic
sensing of mercury ions in an aqueous medium by using as a sensitive layer, a thin film
composed of NCC and poly(3,4-ethylenethiophene) (PEDOT) which is deposited on a gold
plasmonic film [52]. To finish this part, Barchiesi et al. have reported on the performance
of plasmonic sensors based on copper/copper oxide films [53]. In the following part, the
addressed topics are focused on surface-enhanced spectroscopies [54-56]. At first, Humbert
et al. have highlighted a plasmonic coupling with the vibrations of the thiophenol molecule
by using two-colour sum-frequency generation spectroscopy with an enhancement factor
of the intensity around two orders of magnitude from blue to green—yellow due to the
presence of a significant number of hotspots between Au nanosphere aggregates [54].
Yang et al. present in a review paper the applications of the SERS effect to agriculture and
food safety [55]. Barbillon introduced a review paper on the recent applications of the
shell-isolated nanoparticle-enhanced Raman spectroscopy [56]. To conclude this Special
Issue on the latest advances in nanoplasmonics, Barbillon exhibited a short review paper
on nanoplasmonics in high pressure environments [57].
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To realize this Special Issue entitled “Latest Advances in Nanoplasmonics and Use of
New Tools for Plasmonic Characterization”, we have obtained various contributions from
authors of the high standard around the world. I want to thank all these authors as well
as the whole editorial office of the journal “Photonics” for their great support and help in
the management process of a great number of tasks associated to manuscript submissions.
Finally, I expect that you will find this special issue dedicated to nanoplasmonics and their
applications useful and attractive, which is aimed to the students or researchers who are or
wish to be interested in this topic.
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Abstract: The best surface plasmon resonance (SPR) signal can be generated based on several factors
that include the excitation wavelength, the type of metal used, and the thickness of the metal layer.
In this study, the aforementioned factors have been investigated to obtain the best SPR signal. The
excitation wavelength of 633 nm and gold metal with thickness of 50 nm were required to generate
the SPR signal before the SPR was used for optical constant characterization by fitting of experimental
results to the theoretical data. The employed strategy has good agreement with the theoretical value
where the real part refractive index, n value, of the gold thin film was 0.1245 while the value for the
imaginary part, k, was 3.6812 with 47.7 nm thickness. Besides that, the optical characterization of
nanocrystalline cellulose (NCC)-based thin film has also been demonstrated. The 1 and k values
found for this thin film were 1.4240 and 0.2520, respectively, with optimal thickness of 9.5 nm.
Interestingly when the NCC-based thin film was exposed to copper ion solution with n value of
1.3333 and k value of 0.0060 to 0.0070 with various concentrations (0.01-10 ppm), a clear change of
the refractive index value was observed. This result suggests that the NCC-based thin film has high
potential for copper ion sensing using SPR with a sensitivity of 8.0052° /RIU.

Keywords: surface plasmon resonance; nanocrystalline cellulose; optical characterization; copper ion

1. Introduction

Surface plasmon resonance (SPR) is a collective oscillation of electrons that can be
generated by light [1,2]. This oscillation occurs at the interface between metal and dielectric
material and can be observed using various configurations and the most common config-
uration is the Kretschmann configuration as shown in Figure 1. This configuration has
been used in most practical applications such as clinical diagnostic, gas sensor, biological
sensing, and chemical sensing [3-14]. Theoretically in the Kretschmann configuration, the
SPR can be generated using the basic principles of physics. The light beam that passes
through two different media with a higher to lower refractive index will be totally reflected
if the incident angle is higher than the critical angle. The electromagnetic field component
of the incident light will penetrate through the prism and reach the interface between the
metal and dielectric medium to excite the free electron on the metal surface if the metal
layer is thin enough [15-22]. As a result, the electron is excited and plasmon wave is formed

Photonics 2021, 8, 361. https://doi.org/10.3390/photonics8090361
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that propagates along the metal surface. The plasmon wave is the sensing component that
interacts optically with the metal surfaces. At specific angle, when the momentum of the
plasmon wave is equivalent to the incident light, resonance occurs and the intensity of the
reflected light decreases [23-27]. The plasmon wave is the sensing component of SPR and
very sensitive towards the changes of the thin film surrounding properties that includes
the excitation wavelength, type of metal used, and the thickness of the metal layer [28-30].
Changes of these properties will change the reflectance curve and will affect the sensitivity,
full width half maximum (FWHM), and the accuracy of the SPR, curve which are important
parameters to define the performance of the SPR. In this study, the surrounding properties
to generate SPR have been investigated using a simulation and automatic fitting program
that has been developed using the Matlab program to achieve the best SPR signal.

Dielectric Medium

NCC based layer
<+——Gold thin film

Figure 1. Kretschmann configuration to generate the surface plasmon resonance (SPR) signal.

SPR is an optical technique that has many advantages that include being cost-effective,
and having linear properties, low mass, and fast measurement [31-39]. One of the most
important findings in SPR is the introduction of the active layer on the surface of the
metal thin film. Since the past decades, a wide range of materials have been exploited to
be used as an active layer to improve the sensitivity of the SPR and most of the studies
only focused on the target analyte’s adsorption uptake performance for potential sensing
applications [40-55]. Other important information that can be investigated using SPR is
the refractive index value of the active layer. The refractive index value of the active layer
is very crucial as it can provide information regarding the intermolecular interactions in
liquid mixtures [56-60]. To the best of our knowledge, SPR has not yet been used to study
the refractive index value of nanocrystalline cellulose (NCC) and graphene oxide (GO)
composite. The NCC-based active layer has high potential to improve the SPR sensitivity
owing to the excellent properties for metal ion adsorption [61,62]. The optical properties of
the NCC-based thin film can provide information on the intermolecular interactions with
metal ions for sensing applications. Hence in this present work, SPR has been used to study
the optical properties of NCC-based thin film and the changes of the optical properties
after interaction with copper ion also was investigated.

2. Theory

To generate an SPR signal, the incident light must first be in a transverse magnetic
mode as the electric field is perpendicular to the metal thin film. The electric field of the
light source can be described by [63]:

E = Eo(x +iz)el(Fx-wh ekl (1)
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where E, is the amplitude, x and z are the unit vectors, k is the wave vector, and w are
the angular optical frequency of the electrical field. When total internal reflection occurs,
the evanescent wave will excite the free electrons that exist on the surface of the thin film
forming a surface plasmon that propagates along the surface of the thin film. The wave
vector for the surface plasmon, Ky, can be described by the following equation [64]:

Koy = (ﬂ) @

€1+ &

where w is the frequency, c is the velocity of light, & is the complex dielectric constant for
the surface active, and ¢; is the complex dielectric constant for the dielectric media. The
dielectric constant can also be described by:

e = n? 3)

4)

where 17 and 13, is the refractive index of gold layer and sample layer respectively. On the
other hand, the component of the incident light vector that is parallel to the prism/metal
interface, K can be described as [65]:

Kx: (%)ﬂpsinesplq (5)

where 7y, is the refractive index of the prism. SPR then can be generated when the wave
vector for the surface plasmon is equal to the incident light vector and can be described
by [66]:

Ksp = Ky (6)
with
nin3 :
(n%+n%> = npsinfspr (7)

The coupling of these two wave vectors, Ky, and Ky result in a sharp dip of the
reflectance at a resonance angle, 6spr. The SPR optical sensor works by detecting the
changes of the thin film surface refractive index. Thus, the refractive index of the sample
layer is [67]:

2
n

Tl% — Tl% Sil’l2 espR

Tl% Sin2 GSPR
Ny =
2

®)
In accordance with the boundary conditions for the electrical and magnetic fields at
the interfaces between multilayers, the reflection coefficient, r, can be expressed as [68]:

p— M2 4 MY — My1Y0 — M127270 ©)

My + My + My1Y0 + M1272%0

mj; are the matrix transfer element with thickness, d given by [69]:

__jsind
S < Ccos é = > (10)
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where,
m

cos 6q

Y1 = VEoHo and 6 = 277-[{11’11 cos 91 (11)

The reflectivity of the multilayer system, R, is defined as the ratio of the energy
reflected at the surface to the energy of the incident and can be expressed as [70]:

R=rr* (12)
where it is the function of the thickness and refractive index of both metal and sample layer.

3. Materials and Methods
3.1. Surface Plasmon Resonance (SPR) Optimization

Based on theoretical equations in Section 2, a simulation and automatic fitting program
has been developed using the Matlab program. The simulation was used to investigate the
optimal condition to generate an SPR signal. As the SPR signal is very sensitive towards the
surrounding properties, the simulation was used to determine the optimum surrounding
condition to generate an SPR signal that includes the type of light source, type of metal,
and thickness of the metal used.

3.2. Preparation of Thin Film

After the SPR simulation, thin films were prepared to be studied using SPR. In this
study, two thin films were prepared, i.e., gold thin film and NCC based thin film. The
gold thin film was prepared using a glass substrate of 0.13-0.16 mm thickness and area of
24 mm x 24. Gold layer was deposited on top of the glass substrate using SC7640 sputter
coater (Quorum Technologies, West Sussex, UK).

To prepare the NCC-based thin film, the NCC-based composite solution was initially
prepared by mixing 1 mL of NCC that was modified using hexadecyltrimethylammonium
bromide, with 1 mL of graphene oxide [71]. All chemicals were analytical grade and
deionized water was used during the preparation of the NCC-based composite solution.
The NCC-based composite solution was deposited on top of the gold thin film using the
spin coating technique. About 1 mL of the solution was dropped at the center of the gold
thin film using a micropipette and spun for 30 s at 6000 rpm by a P-6708D spin coater
machine (Inc. Medical Devices, Indianapolis, IN, USA) to a homogenous NCC based
thin film.

3.3. Surface Plasmon Resonance

After the evaluation of the SPR signal, the SPR setup was designed and prepared in
the laboratory as shown in Figure 2. The SPR setup then was used to obtain the SPR curve
of the gold thin film and the NCC-based thin film. The thin film was placed between the
prism and the dielectric medium. Then, deionized water and copper ion solution with
different concentrations was injected before the SPR signal was recorded [72].

3.4. Fitting Experimental to Theoretical

After the SPR experiment, the reflectance curve was analyzed to investigate the optical
properties of the gold thin film, copper ion solution, and NCC-based thin film. The
reflectance curve for the gold thin film in contact with deionized water was first fitted
to the theoretical data. Using Equation (7), the refractive index of gold thin film was
determined by taking the refractive index of deionized water as 1.3333 [31]. To investigate
the refractive index value of copper ion solution, the reflectance curve for the gold thin film
in contact with copper ion solution was fitted. The obtained refractive index value of the
gold thin film was used to further determine the optical properties of copper ion using the
same equation.
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Figure 2. Optical setup of surface plasmon resonance spectroscopy with nanocrystalline cellulose
(NCC)-based thin film.
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Then, the reflectance curve for the NCC-based thin film in contact with deionized
water and copper ion solution was fitted to investigate the optical properties and the
changes after in contact with copper ion at different concentrations. The refractive index
value for the NCC-based thin film was calculated using Equation (8). The thickness of the
thin film was calculated using the reflection coefficient, » from Equation (9).

4. Results and Discussion
4.1. Simulation of SPR Signal

Prior to the SPR simulation, the refractive index of copper, gold, and silver were
obtained from previous study [73,74]. The refractive index of metal is one of the critical
parameters that will affect the SPR signal performance. The real part and imaginary part of
the refractive index as a function of wavelength for all three metals are shown in Figure 3a,b
respectively. All three metals have different characteristics of refractive index. From the
figures, the real part of the refractive index for copper and gold decrease exponentially with
the increase of wavelength from 400 nm to 650 nm while silver only decreases gradually.
For the imaginary part of the refractive index, all three metals show the same characteristics
where the value increases with increasing wavelength.

To obtain the best SPR signal, different light sources and metals were first evaluated
through the simulation program that was developed using Matlab based on the theory
from Section 2. Using different light sources and the value of refractive index for each
metals obtained previously, the SPR signal can be simulated to select the best light sources
and best metal to generate SPR signal. The thickness of all metals was kept fixed at 50 nm
before the investigation was carried out. Figure 4a,c shows the comparison of SPR signal
between copper, gold, and silver respectively using air as the dielectric media and light
sources of different wavelength, i.e., blue light (436 nm), violet light (441 nm), green light
(546 nm), yellow light (589 nm), and red light (650 nm). It can be observed that SPR signal
can be obtained using a green, yellow, and red light source for both copper and gold while
for silver, the SPR signal can be obtained using a blue, violet, green, yellow, and red light
source. On the other hand, the SPR signal changed when water was used as the dielectric
media. Only yellow and red light sources were able to generate an SPR signal for both
copper and gold while for silver, the SPR signal can be generated using green, yellow,
and red light source as shown in Figure 5a,c respectively. Besides that, blue and violet
light sources are not feasible in generating an SPR signal for all three metals. SPR refers
to the electromagnetic response that occurs when plasmons are oscillating with the same
frequency to the incident light. The existence of surface plasmon on a metal dielectric
interface is confined to the wavelengths longer than the critical wavelength, which depends
on the plasma frequency and is specific to the metal. The frequency of the incidence light
must be equal to the natural frequency of the material or resonance will not occur; thus, SPR
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signal can be seen was not generated at some wavelengths for each metal [75]. Moreover,
the SPR curve also can be observed to shift further to the right when water was used as
the dielectric media. SPR is very sensitive towards the changes of the refractive index near
the surface of the metal. Thus, changes of the dielectric media from air to water greatly
affect the SPR signal owing to the refractive index value, i.e., 1.0003 and 1.3333 for air and
water respectively [76]. Furthermore, the use of a higher wavelength is more favorable in
generating the SPR signal owing to the appreciable effect of the width of SPR signal [77].
From this simulation, the red-light source has been selected as it is the best light source to
generate an SPR signal for all three metal thin films.

14 GCopper Copper|
— G.?ld Gold
124 Silver Silver
354
1.04
08+ 304
c
=
0.6+
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0.4+
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204
! r T T T ; - T T
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() (b)

Figure 3. (a) Real part and (b) imaginary part refractive index for copper, gold, and silver from
400-650 nm wavelength.
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Figure 4. SPR signal using different excitation wavelength for (a) copper, (b) gold, and (c) silver
(thickness of 50 nm) in contact with air.
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Figure 5. SPR signal using different excitation wavelength for (a) copper, (b) gold, and (c) silver
(thickness of 50 nm) in contact with water.

To obtain the best SPR signal, one of the parameters that needs to be optimized is
the wavelength of the light source. To determine a more accurate wavelength of the light
source to generate the best SPR signal, the wavelength in the red-light range (613-653 nm)
was used to simulate the SPR signal for all three metal thin films. The best SPR signal
was determined by the lowest reflectance minimum and a smaller value of full width half
maximum (FWHM). To obtain the FWHM value, the width of the SPR curve at half of the
maximum value was calculated as shown in Figure 6. Then, the accuracy of the SPR signal
was calculated using the inverse of the FWHM [78].

084

0.6+

FWHM
044

Reflectance

0.24

0.0 T T T
52 54 56 58 60

Incident angle (degree)
Figure 6. The full width half maximum (FWHM) of the SPR curve.

From the simulation, the optimal SPR signal using copper thin film can be obtained
at 653 nm where the FWHM value was the lowest at approximately 2.2° thus, gives the
highest accuracy. At 613 nm to 643 nm, the FWHM increased from 3.2° to 2.5° while the
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lowest reflectance minimum also increased as shown in Figure 7a. Moving on to the gold
thin film, the generated SPR signal using a light source with a wavelength of 613 nm and
623 nm has the highest FWHM value at approximately 2.5° and 2.3°, respectively. The
FWHM and accuracy of the reflectance curve do not change when a light source with a
wavelength of 633, 643, and 653 nm was used. The calculated FWHM value for these
wavelengths was 2.2°. Besides that, at 633 nm the SPR signal has the lowest reflectance
compared to at 643 and 653 nm as shown in Figure 7b. For the silver thin film, the lowest
reflectance minimum for all wavelengths does not show any significant change as shown in
Figure 7c. Moreover, only a slight difference is identified in the calculated FWHM value of
the reflectance curve for all ranges of wavelength. From 613 nm until 633 nm, the calculated
FWHM value was 0.5° while at 643 until 653 nm, 0.4° was obtained. The calculated FWHM
value and accuracy for all three metal thin films are recorded in Table 1.

Reflectance
Reflectance

4 48 50 52 54 56 88 60 % 48 S0 52 54 % 58 60
Incident angle (degree) Incident angle (degree)
(@) (b)

Reflectance

T T T T T T
46 48 50 52 54 56 58 60

Incident angle (degree)

()

Figure 7. Optimization of the SPR signal based on different wavelengths of light sources for (a) copper,
(b) gold, and (c) silver.

Another parameter that needs to be optimized to obtain the best SPR signal for
maximum sensitivity is the thickness of the metal thin film. The optimization of the
reflectance minimum and FWHM value of the reflectance curve can be achieved by selecting
the appropriate thickness of the metals. Different thickness from 40 nm to 60 nm was used
to investigate the SPR signal for all three metal thin films at the 633 nm wavelength light
source. For the copper thin film, the lowest reflectance minimum of the reflectance curve
can be obtained at 44 nm thickness as shown in Figure 8a. It can also be observed that at
higher thickness, the reflectance minimum gradually decreases. The FWHM value of the
SPR signal for the copper thin film also was the lowest at 44 nm thickness at approximately
3.1°. For the gold thin film, the best SPR signal can be obtained around 50 nm where the
reflectance minimum was the lowest as shown in Figure 8b. The FWHM value calculated
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at 50 nm was also the lowest approximately 2.1° that gives higher accuracy compared to
other thicknesses. On the other hand, the best SPR signal using silver thin film can be
obtained around 52 nm where the reflectance minimum and the FWHM were the lowest
around 0.4° as shown in Figure 8c.

Table 1. The FWHM and accuracy of copper, gold, and silver thin film at different wavelengths.

Metal Wavelength (nm) FWHM (Degree) Accuracy (Degree—1)
613 32 0.31
623 3.0 0.33
Copper 633 2.8 0.36
643 25 0.40
653 22 0.45
613 25 0.40
623 23 0.43
Gold 633 2.2 0.45
643 22 0.45
653 22 045
613 0.5 2.0
623 0.5 2.0
Silver 633 0.5 2.0
643 0.4 25
653 0.4 25

10
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Figure 8. Optimization of the SPR signal based on different thickness of (a) copper, (b) gold, and
(c) silver in contact with water and excitation wavelength of 633 nm.

From the simulation results, the red light of 633 nm wavelength has been proven to
be the most appropriate light source to generate SPR. For metal selection, copper is not
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favorable to generate SPR owing to its optical properties that give a higher reflectance
minimum and high FWHM value of the reflectance curve, hence decreasing the accuracy of
the SPR in sensing application. The SPR signal is the best for both gold and silver thin films.
However, silver has poor chemical stability and less inert compared to the gold that limits
its application. Therefore, the most favorable metal to generate SPR is gold that gives a low
reflectance minimum and smaller width of the reflectance curve [77]. Besides that, gold is
also inert and has higher chemical stability that gives advantages for wider application.

4.2. Analysis of Thin Films Properties

Gold thin film has been used to generate SPR using water as the dielectric medium at
room temperature. The experimental SPR signal then was fitted to obtain the information
on the thin film properties as shown in Figure 9. According to the fitted SPR signal, the
optical properties of the prepared gold thin film for the real part, n and imaginary part, k
refractive index was 0.1245 and 3.6812, respectively. The thickness of the gold layer was
also determined from the fitting where 47.7 nm thickness was revealed.

— Fitted data
—e— Experimental data

Deionized water| 0.1 ppm

Reflectance

Incident angle (degree)
Figure 9. Fitted SPR signal of the gold thin film in contact with deionized water and copper ion.

The SPR signal of the gold thin film in contact with copper ion at low concentration
has also been investigated. This result was also fitted to analyze the optical properties of
the copper ion solution. From the fitting result, the k value for the copper ion at 0.1 ppm
found was 0.0060. At 0.5 ppm, the k value increases to 0.0070 and the value remains the
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same until 10 ppm. This result has a good agreement with the previous study where the n
value of copper ion at low concentration is almost equal to the deionized water refractive
index at room temperature, i.e., 1.3333 [76].

The SPR experiment then continued using the NCC-based thin film. The SPR experi-
ment using NCC-based thin film with deionized water was first carried out to investigate
the optical properties. The obtained reflectance curve then was fitted as shown in Figure 10.
The fitting of the SPR curve reveals that the refractive index of the NCC based thin film was
1.4240 and 0.2520 for n and k respectively. This refractive index value has a good agreement
with the refractive index of NCC from the previous study, i.e., 1.499 [79].

Fitted data

094 ® Experimental data
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Figure 10. Fitted data and experimental data of SPR signal for NCC-based sensing layer on gold thin
film in contact with deionized water.

In further analysis of the SPR results, the thickness of the NCC-based layer was also
investigated. The fitting of the SPR curve reveals that the NCC-based layer has a thickness
of 9.5 nm. The effect of the NCC-based layer thickness towards the SPR signal can be
demonstrated as shown in Figure 11. A thinner NCC-based layer will give a lower FWHM
value and sharper SPR curve that has higher accuracy in the determination of resonance
angle but the binding interaction with copper ion might be minimal thus reducing the
sensitivity of the SPR sensor. For a thicker sensing layer, although more interaction with
copper ion can be achieved, a higher FWHM value and broader SPR curve have lower
accuracy that can reduce the SPR sensor’s effectiveness [80]. Hence, by considering both
factors, i.e., the binding interaction of copper ion with the NCC based layer, and to obtain
the best SPR result for resonance angle determination and better detection accuracy, the
optimal thickness of the sensing layer was fixed around 9 to 10 nm. The FWHM value and
the accuracy of the SPR curve for each thickness were recorded in Table 2.
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Figure 11. Optimization of the SPR signal based on different thickness of NCC-based layer.
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Table 2. The FWHM and accuracy of NCC-based thin film at different thickness.

Thickness (nm) FWHM (Degree) Accuracy (Degree—1)
6 3.0 0.333
7 32 0.313
8 3.4 0.294
9 35 0.286
10 3.6 0.277
11 3.7 0.270
12 3.8 0.263
13 39 0.256

Then, the SPR experiment for the NCC-based thin film was carried out using copper
ion solution. The obtained refractive index value for the gold thin film and copper ion
was used to investigate the optical properties of NCC-based thin film through the fitting
procedure. The curves presented in Figure 12 show the fitting of the SPR curve for NCC-
based thin film in contact with copper ion solution. The refractive index of the NCC-based
thin film increased from 1.424 to 1.457 for the n while the value of k decreased from 0.252
to 0.192 after in contact with copper ion at 0.01 ppm. Interestingly, the refractive index of
the NCC-based thin film changes gradually for both 7 and k when a higher concentration
of copper ion was used, as shown in Figure 13a,b respectively. Changes in the refractive
index might be due to the chemical interaction of the NCC-based thin film with copper
ion thus. The refractive index of the NCC-based thin film remains the same when in
contact with copper ion above 0.5 ppm due to the saturation of copper ion on the surface
of the NCC-based thin film [81]. The refractive index value and the thickness of the NCC-
based thin film is recorded in Table 3. The thickness of the NCC-based thin film after
interaction with copper ion was also investigated. The thickness of the NCC-based thin
film gradually increased after being in contact with the copper ion that was believed due
to the interaction that causes changes of the thin film surface. The thickness remains the
same at around 11 nm when in contact with copper ion from 0.5 ppm to 10 ppm after the
thin film reaches saturation.

Table 3. Refractive index of the NCC-based layer in contact with deionized water and copper ion.

Refractive Index of Sensing Layer After

Concentration (ppm) in Contact with Copper Ions Thickness of NCC
Based Layer (nm)
Real Part, n Imaginary Part, k
0 1.424 0.252 9.5
0.01 1.457 0.192 9.7
0.05 1.467 0.173 9.9
0.08 1.482 0.155 10.3
0.1 1.487 0.136 10.5
0.5 1.504 0.123 11.0
1 1.504 0.123 11.0
5 1.504 0.123 11.0
10 1.504 0.123 11.0
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Figure 12. Fitted data and experimental data of SPR signal for NCC-based thin film in contact with
copper ion from 0.01-10 ppm.
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Figure 13. Refractive index of the NCC-based thin film (a) real part and (b) imaginary part at different
concentrations.
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After the analysis of the refractive index, determination of the resonance angle for the
SPR result was also carried out. The resonance angle was obtained by measuring the angle
of the minimum reflectance curve. The changes of the resonance angle, A0 was calculated
using the resonance angle of the NCC-based thin film in contact with deionized water as
the reference. The result obtained then can be used to examine the sensitivity of the SPR.
The sensitivity, S is a key performance parameter for a sensor and can be defined as [82-85]:

s A8

== (13)

Figure 14 shows the A against An for the NCC based thin film in contact with copper
ion from 0.01 until 0.5 ppm. The calculated slope for the plotted graph was 8.0052° /RIU
which represents the S with a correlation coefficient, R? of 0.99. From this result, the
NCC-based thin film has good sensitivity for potential copper ion detection.
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Figure 14. Sensitivity for the NCC-based thin film in contact with copper ion using SPR.

5. Conclusions

In this research, the excitation wavelength of 633 nm and gold metal with thickness of
50 nm has been demonstrated to be the optimal condition to generate the best SPR signal.
The SPR has also successfully been applied for optical characterization and has good
agreement with the theoretical value where the real part refractive index, n and imaginary
part, k for the gold thin film were 0.1245 and 3.6812, respectively, with 47.7 nm thickness.
Moreover, the optical constant for NCC-based thin film has also been investigated. The n
and k values found for the NCC-based thin film were 1.4240 and 0.2520, respectively, with
optimal thickness of 9.5 nm. When the NCC-based thin film was exposed to copper ion
solution with 7 value of 1.3333 and k value of 0.0060 to 0.0070 from 0.01-10 ppm, a clear
change of the refractive index value was observed. The studies of the NCC-based thin film
shows that it has a good sensitivity of 8.0052° /RIU for copper ion sensing using SPR.
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Abstract: The determination of optical constants (i.e., real and imaginary parts of the complex
refractive index (11¢) and thickness (d)) of ultrathin films is often required in photonics. It may be
done by using, for example, surface plasmon resonance (SPR) spectroscopy combined with either
profilometry or atomic force microscopy (AFM). SPR yields the optical thickness (i.e., the product of 1,
and d) of the film, while profilometry and AFM yield its thickness, thereby allowing for the separate
determination of 1. and d. In this paper, we use SPR and profilometry to determine the complex
refractive index of very thin (i.e., 58 nm) films of dye-doped polymers at different dye/polymer
concentrations (a feature which constitutes the originality of this work), and we compare the SPR
results with those obtained by using spectroscopic ellipsometry measurements performed on the
same samples. To determine the optical properties of our film samples by ellipsometry, we used, for
the theoretical fits to experimental data, Bruggeman'’s effective medium model for the dye/polymer,
assumed as a composite material, and the Lorentz model for dye absorption. We found an excellent
agreement between the results obtained by SPR and ellipsometry, confirming that SPR is appropriate
for measuring the optical properties of very thin coatings at a single light frequency, given that it is
simpler in operation and data analysis than spectroscopic ellipsometry.

Keywords: optical properties of ultra-thin dielectric films; surface plasmon spectroscopy; spectro-
scopic ellipsometry

1. Introduction

Surface plasmons (SPs) are electromagnetic waves that are bound to metal/dielectric
interfaces and are capable, among other things, of yielding the optical properties of very
thin films (i.e., down to few angstroms) deposited on metal layers [1-3]. Optical characteri-
zation (i.e., determination of the complex refractive index (11.) and thickness (d)) of thin
films is required inasmuch as these films find applications in optoelectronics and photonics.
Azo-dye-containing polymers are no exception in this regard. Besides SPs, other techniques
can be applied to thin films, such as spectroscopic ellipsometry (SE) and photothermal
deflection (PTD) spectroscopy. The latter can be applied to dye-doped polymers to measure
optical absorption, requiring optical modeling such as Kramer-Kronig to get the refrac-
tive response. Unlike PTD, surface plasmon resonance (SPR) spectroscopy yields a direct
measurement of the complex refractive index (i.e., 7 and «) without the need for data
transformation. PTD may be useful, however, where there is a necessity to differentiate
between scattering and absorption losses [4,5]. In this paper, we report on the optical char-
acterization of very thin films (thickness: ~58 nm) of guest-host azo-dye-doped polymers
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at different dye/polymer concentrations. We use SP resonance (SPR) spectroscopy and
spectroscopic ellipsometry (SE) to independently measure 7. and d of our samples by both
techniques. The experimental SPR spectra are theoretically compared to Fresnel’s reflec-
tivity calculations of the layers system used in our study, and SE results are rationalized
by the Lorentz equation for the resonance characteristics (i.e., the absorption of the azo
dye, the host polymer being transparent in the frequency range studied, and Bruggeman'’s
effective medium approximation for the dye polymer system, which is considered as a
composite material).

SPs and localized surface plasmons (LSPs) were reported long ago [6,7], and their
use is of the utmost importance in, for example, the field of bio-sensing [8-10], enhanced
spectroscopies [11], dye-sensitized solar cells [12], and photocatalysis [13]. Important
reviews summarize the developments in the field [9,14-19]. The research discussed in
this paper is part of a series of works published by our group in the field of plasmonics,
combining metals and dielectric organic materials. This includes work on surface-enhanced
visible absorption of dye molecules by LSPs at gold nanoparticles [11], optical characteri-
zation of nano-thin layers of dielectric and metals [1,2,20-22], sensing of photoreactions
in molecularly thin layers, plasmons coupling at metal-insulator-metal (MIM) structures,
glucose sensing using such structures [23-25], plasmons and waveguides (WGs), WG-WG
coupling generating Fano resonances (FR), external control of FR by light action, and so on
(for examples, see [26,27]).

Azo-dye-containing materials have been studied extensively in past decades for appli-
cations in holography and optical data storage [28,29], nonlinear optics (NLO), electro-optic
modulation (EO), second-harmonic generation (SHG) [30-33], photomechanical actuation
and matter motion, and so on [34—40]. Azo dyes also have potential applications in dye
chemistry and bio-photonics [41,42], driving a natural interest in their optical character-
ization, namely the determination of the real and imaginary parts of 7. as a function of
the wavelength of light. For example, Prétre et al. developed a method for calculating
the real and imaginary parts of 1. and the first order molecular hyperpolarizability of
NLO azo-polymers for SHG based on UV-vis absorption spectroscopy and SE [43], and
Bodarenko et al. determined 7, for an azo-dye-doped polymer by SE, driven by the
need for application of EO polymers in silicon-hybrid-organic photonics [44]. Several
other researchers determined the optical properties of azo-dye-containing materials by
SE [43,45,46]. The investigation of the optical properties of the DR1/PMMA nanocompos-
ite material, which is considered as a mixture of two constituents (i.e., DR1 and PMMA),
requires the use of a mixing law describing this material as an effective medium. Maxwell-
Garnett (MG) and Bruggeman (BR) theories are usually employed to model the observa-
tions for composite materials [47,48]. It is not the purpose of this paper to discuss the
detailed differences between these two theories, and we are only stating their usefulness
in describing dye-doped polymer systems. For the DR1/PMMA material studied in this
paper, we found that BR’s theory better fits our observations compared to MG. Other
authors compared the usefulness of the two theories to model the same type of materials
and found that BR is more appropriate than MG for modeling azo-dye-doped PMMA [45],
and that BR theory is appropriate for modeling NLO guest-host systems [46,49].

In this paper, we determine the real and imaginary parts of 1. for Disperse Red One
(DR1), an azo dye that is well known for its photoisomerization and NLO properties [50],
incorporated into a poly-methyl-methacrylate (PMMA) matrix at different dye/polymer
concentrations by using SPR and SE, and we show that there is an excellent agreement
between SPR and SE in the determination of the real and imaginary parts of 1. for quite thin
(i.e., 58 nm) DR1/PMMA films. For this range of thicknesses of the DR1/PMMA dielectric
layer, only SP is observed (vide infra), and waveguides occur for thicker films [51].

2. Materials and Methods

For UV-Visible absorption, SPR, and SE measurements, we prepared DR1/ PMMA
thin films in the following manner. Commercially available DR1 and PMMA (product
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reference 182230), with an average molecular weight of My, ~120,000 and a glass transition
temperature Tg of 110 °C, were purchased from Sigma-Aldrich, and were used without
purification. The statistical segment length of the PMMA (density: ~1.188 g-cm~3) used
in our study is not available to us, however the statistical segment length of PMMA of a
density of 1.13 g~cm*3 is 6.5 A [52]. A set of mixture solutions of DR1 and PMMA with
different concentrations was prepared. First, we dissolved PMMA in chloroform with
0.83 weight percent (% w/w) concentration, and we stirred the solution for 12 h with
a magnetic stirrer. Then we added the DR1 powder into the PMMA solution with 8%,
10%, and 12% w/w relative to PMMA. The DR1/PMMA solutions were also stirred for
12 h. The prepared solutions were then spin-coated onto cleaned glass substrates with
appropriate speed to achieve the desired film thickness. Spin coating was performed with
5500 rpm to obtain thin films with thicknesses of ~58 nm. Finally, the films were dried
at 80 °C for 30 min, followed by 115 °C for 1 min to remove the solvent remaining after
spin-coating. We measured the film'’s thickness, d, by a profilometer (Bruker), at four
different positions for each sample, and we found that our samples were homogeneous
with d = 58 nm £ 4 nm.

3. Results and Discussion
3.1. UV-Visible Spectroscopy

The absorption spectra of the film samples were measured by using a UV-visible
spectrophotometer (Perkin Elmer-Lambda 1050). Figure 1a shows the absorption spectra
of our film samples (e.g., of DR1/PMMA thin films) with different weight concentrations
of DR1 versus PMMA C (% w/w), and the same thickness (i.e., ~58 nm). For all the films
prepared, the maximum absorption is observed at 488 nm and is assigned to the m — 7*
transition of trans-DR1, as is well known from the literature [50].
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Figure 1. (a) Absorption spectra of DR1/PMMA thin films with different weight concentrations of DR1 versus PMMA
C (% w/w). The inset shows a linear evolution of the maximum of absorption, at ADRl = 488 nm of the film, with its
concentration, for a fixed film thickness d ~58 nm; and the absorbance extrapolate to the origin. The solid curves are the

experimental data, and the close circles’ curve is a Lorentzian theoretical fit y = yo + (2A4/7)(w/ (4(x —x)* + wz>, while

the open circles’ curve is Gaussian theoretical fit y = yy + Ae™ () (x=x)*/? /gy 71/41n(2), where yj is the baseline. (b)
The values of the characteristic parameters of the Lorentzian and Gaussian are given in the table. The Lorentzian function
does not fit the data as well as the Gaussian function at the infrared tail ~700 nm.

The inset to Figure 1a shows that the maximum absorption increases linearly with
the increased concentration C (% w/w) of the dye according to Abs (OD) = ¢;-d-C (i.e.,
the Lambert-Beer law), where ¢; is the molecular extinction coefficient of trans-DR1, d the
thickness of the DR1/PMMA film, and C the concentration of DR1. Aggregation may occur
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when dye concentration exceeds 12% in weight [53,54]; however, in our case, we did not
observe aggregation of DR1 at 12% w/w, since the shape of the absorption spectrum of
the 12% sample is the same as those at lower concentrations, and the linear increase of the
absorbance with the concentrations extrapolates to the origin (see inset to Figure 1a). This
indicates that the chromophores can be considered as isolated for all concentrations studied.

Lorentz and Gaussian functions curve fitting are applied to the UV-visible spectra
of the DR1/PMMA films by using the equations shown in the caption to Figure 1a for
each function. Where x, is the center of the peak, w is the width of the peak at half height,
and H is the amplitude (in OD units) defined by H = 2A /wrt for the Lorentzian and by
H = A/w+/m/41In(2) for the Gaussian (where A is the area under the absorption band).
These parameters (i.e., x;, w, and H) are the most representative of each spectrum in Lorentz
and Gaussian fitting. Each of the DR1/PMMA spectrums has unique Lorentz parameters
as shown in Figure 1b. For all concentrations, we found that x. is located at ~488 nm
(corresponding to central energy of ~2.54 eV). H has different values corresponding to
the optical densities of the different concentrations of DR1. Figure 1a shows that the
Gaussian function fits the absorption spectra nicely as well and yields nearly the same
theoretical spectra as those obtained by the Lorentzian fit, except at the tail ~700 nm,
where the Gaussian better fits the experimental data than the Lorentzian. The characteristic
parameters of both functions, summarized in the table in Figure 1b, are close enough.
We extracted the extinction coefficient of our sample using both sets of parameters, and
we found nearly the same values of the extinction coefficients of the samples at the three
concentrations studied. Indeed, using x = (A «/47) for the extinction coefficient of the
sample, with « = 2.303H/d being the optical density of the sample in units of [43], we
found the values of 0.0925 (0.088), 0.1094 (0.1033), and 0.1279 (0.1202) at 488 nm, and
0.0065 (0.0069), 0.0108 (0.0093), and 0.0115 (0.0105) at 632.8 nm, for « for the 8%, 10%, and
12% samples, respectively. The values between parentheses are those corresponding to the
Gaussian function. The values of k¥ found by UV-vis spectroscopy are nearly the same as
those we found by SPR spectroscopy and SE (vide infra).

3.2. SPR Spectroscopy

We will briefly recall the principle of SPR spectroscopy, and how it is used to calculate
the optical properties of very thin coatings (up to a few tens of nanometers). Then, we
will discuss our experimental results of SPR observations in films of the same thickness
and different dye concentrations. SPs are electromagnetic waves that are bound to and
propagate along the interface between metal and dielectric. They penetrate to different
extents into the metal and the dielectric, with penetration depths given by their field
amplitudes decaying exponentially perpendicular to the interface [1,55-57]. The dispersion

relation of SPs is given by:
w | egp(w).eq(w)
ksp= —\| —F/ "7~ 1
P V em(w) +e4(w) @

where k2, is the longitudinal component of the SP wave vector and is proportional to
the wave frequency w, and c is the speed of light in vacuum. ¢;(w) and ¢,,(w) are the
complex dielectric constants of the dielectric and the metal, respectively, and they are
light-frequency-dependent. A free wave of wave-vector k and frequency w propagating in
the dielectric, at an incidence angle 6, is characterized by:

w .
kghom = F\/sd(w) sinf (2)

Equations (1) and (2) indicate that a free wave, characterized by a line (i.e., the light
line on Figure 2a), cannot couple to an SP wave unless its k vector is augmented, by, for
example, adding a prism, or a grating that brings the additional longitudinal k vector
required for coupling [1]. When coupling takes place, a resonance phenomenon is observed
in the attenuated total reflection (ATR) spectrum, as can be seen from, for example, an
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angular scan (Figure 2b). In such a scan, . is a critical angle at which light incident on
the prism/metal is totally reflected from the base of the prism, a phenomenon referred to
as total internal reflection (TIR). Below 6, the metal film acts as a mirror, and reflectivity
is still high with little transmission, while above 6., TIR takes place, and ATR occurs
via coupling to a resonance (i.e., SPR). A dip occurs in the reflectivity curve at 6y. The
coupling angle (i.e., fp) is given by the energy and momentum matching condition between
surface plasmons and photons. When a dielectric coating is applied to the metal layer, the
resonance condition changes and 6 shifts to larger angles 0; (Figure 3a). From this shift
and Fresnel’s calculations, one can calculate the optical thickness of the coating. This is
what is discussed next for our DR1/PMMA thin films.
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Figure 2. (a) Dispersion relation of SPs (i.e., w vs. ksp (e.g., Equation (1)), referring to the SP at an
Ag-air interface (P9, and when a thin dielectric coating (DC) is deposited on the Ag layer (SPY).
The light line is also indicated in this figure. A light frequency wy, crosses the dispersion curves
at kg P and ké P and it determines the coupling angle 6 and 6;, for k[s) P and ké P respectively. The
thin DC shifts the SP dispersion curve to higher coupling (klS p= kg p + Aksp, i.e., resonance, angle,
and momentum). (b) Experimentally observed SPR at a prism/Ag (thickness~56 nm) system with
a 638 nm laser light. The scatters are experimental data points, and the solid curve is a Fresnel’s
theoretical fit.

As schematically depicted in Figure 3a, the bilayer stack used for our SPR measure-
ments consisted of an Ag layer (thickness: ~56 nm) coated with a 58-nm thin layer of
DR1/PMMA. The stack was deposited onto cleaned BK7 glass slides (15 x 22 mm with a
refractive index of 1.5151 at A = 632.8 nm [58]), which were put in contact with a 90° BK7
glass prism by an index-matching oil. The DR1/PMMA dielectric layer was deposited
on Ag by the spin-coating process. To measure the angle-scan ATR spectra (i.e., SPR in
Kretschmann configuration), we used a custom-made optical setup, which is described
in detail in [59]. To do so, the sample/prism system was mounted on a (6, 20) rotating
stage, where 0 is the internal angle of incidence (see Figure 3a). The sample/prism system
was illuminated by P-polarized (e.g., transverse magnetic (TM)-polarized) light from a
Helium-Neon (He—Ne) laser operating at the wavelength of 632.8 nm, with few uW of
power to avoid absorption by the sample, even though at this wavelength the sample
presents negligible absorption. The reflected light was measured by using a Si photodiode
connected to a lock-in-amplifier as a function of #. The precision of the measurement
of 6 was 0.018°. The error that this precision can cause on reflectivity measurements is
AR =7x1073.

Figure 3a shows the experimental and the theoretical fit ATR angular spectra for an Ag
layer (~56 nm) without and with DR1/PMMA (~58 nm) at different weight concentrations
C (8%, 10%, and 12% w/w). Electromagnetic (EM) calculations of the reflectivity of light at
multilayer structures based on Fresnel reflection were performed using a freely available
software package (Winspall) to reproduce experimental ATR spectra. We used a value of
the refractive index at the wavelength A = 632.8 nm, for BK7 prism of ny = 1.5151 from
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a database [58], and we extracted the refractive index and the thicknesses of Ag, which
led to the theoretical spectrum that fits the experimental one well. Theoretical fits to the
experimental data yielded the values 114, = 0.0679 + i4.087 of the refractive index and the
thicknesses (i.e., 56 nm) of the Ag layer. The refractive index of silver determined in our
work (0.0679 + i4.087) is close to that found in the literature (0.0562 + i4.276) [58,60]. The
thickness of the Ag layer obtained from the theoretical SPR curves was identical to that
measured by profilometry.
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Figure 3. Angle-scan ATR spectra in a Kretschmann configuration for a single Ag layer (56 nm)
at a wavelength of 632.8 nm. (a) Experimental (dots) and theoretical (solid curve) ATR spectra of
an Ag layer sample without and with DR1/PMMA thin films (d ~ 58 nm) at 8%, 10%, and 12%
w/w as indicated on the figure. (b) Dependence of SPR angle and full width at half maximum
(FWHM) versus DR1 concentration in PMMA. (c) Refractive index (real, 1, and imaginary, «, parts)
of DR1/PMMA versus DR1 concentration. Note the linear dependence of 7 and x of DR1/PMMA
on the DR1 concentration. The scatters are experimental data adapted from the SPR curves at the
corresponding concentrations, and the full lines are guides to the eye.

In Figure 3a, we see that the ATR scan at the prism/Ag system exhibits a sharp
dip at 42.96°, due to the excitation of SP at the Ag/Air interface. The full width at half
maximum (FWHM) of this dip was about 0.34°. After adding the outermost layer of 58 nm
of DR1/PMMA, the resonance shifts towards higher incidence angles: 56.59°, 58.13°, and
59.66° for the DR1 concentration of 8%, 10%, and 12% w/w, respectively (Figure 3b). This
figure also shows that the FWHM of the mode increases linearly with the dye concentration
owing to the increase of losses (i.e., linear increase of x with the DR1 concentration). Indeed,
by fitting the experimental data of SPR observed with DR1/PMMA, we extracted the optical
properties (n and ) of the outermost layer (i.e., DR1/PMMA) for different concentrations
of DR1 (Figure 3c). We found a linear relationship between the dye concentration and the
mode shift, as well as the refractive index (n and «) of the material. This result confirms the
fact that both the refractive index and the extinction coefficient of material are proportional
to the molecules concentration in agreement with the UV-vis data of the previous section
(see also [61]). Next, we discuss the determination of n. = n + ix, i.e., n and x, by SE.

3.3. Spectroscopic Ellipsometry

Ellipsometry data were acquired using a commercially available variable angle SE
system (VASETM, ].A. Woollam). The principle of operation of SE is schematically depicted
in Figure 4. A light beam is first polarized by passing through a polarizer, and is then
reflected from the sample surface at an angle of incidence ¢. After reflection, light passes
through a second polarizer, which is called an analyzer, and it falls onto the detector. Our
sample consists of a thin film of DR1/PMMA (vide infra) deposited on the top of an ITO
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glass (~147 nm). All measurements were performed in air at room temperature for three
angles of incidence (60°, 70°, and 80°) and in the wavelength range 400-1000 nm. The data
analysis was made using Complete EASE software (version 5.04). The SE method is based
on Fresnel reflection coefficients measurement [62], which is given by:

p="" = tan(p)e )
where 7, and r;s are the complex Fresnel reflection coefficients for parallel (P-) and per-
pendicular (S-) polarized (i.e., transverse electric (TE)) light to the plane of incidence,
respectively, and delta (A) and psi (¥) are the ellipsometry angles [62,63]. We determined
the optical properties, n and x, of DR1/PMMA at different dye concentrations, as functions
of the wavelength, by fitting the A and ¥ using the SE software (Figure 4). The most
appropriate way of simulating the dielectric functions of the DR1/PMMA thin films is to
treat the films as a mixture of two constituents. Generally, Bruggeman effective medium ap-
proximation (B-EMA) is frequently used to calculate the dielectric function of the composite
layer based on the volume ratios (f) and the dielectric functions of each constituent [62-64].
The complex dielectric constant of DR1/ PMMA was fitted using B-EMA, given by:

€pR1 — € EpMmMA — €
UDR1~ "~ 4 Z{"1\/11\/11"§~ ) (4)

€pRr1 + 2¢ €ppma + 28
where € = ¢ + ie” is the effective complex dielectric function of the mixture, with
¢ = n? —x%and ¢ = 2nk, and Eprq and Epppa are the complex dielectric functions

of DR1 and PMMA, respectively. fPRl and fPMM4 are the volume fractions of DR1 and
PMMA with (fPR! 4- fPMMA — 1) The values of volume fractions can be calculated by
using Equation (5).
DR1
DR1 _ w (5)
v leu)Rl + (1 — fDR1) PDR1

w T opMMA

where qu,’Rl is the weight fraction of DR1, and ppr; = 1.1523 g~cm*3 and pppyma =
1.1880 g-cm 3 are the densities of DR1 and PMMA, respectively. We determined the
optical properties of the DR1/PMMA mixture as follows: for the PMMA constituent, we
used the dielectric functions parameterized in the database of the software, and for the
DRI constituent (i.e., an absorbing compound), we used the Lorentz model describing
absorption. The Lorentz parameters are obtained by fitting the experimental data of A and
Y of the DR1/PMMA mixture for each concentration, allowing us to extract 7 and x of DR1
and the DR1/PMMA composite.
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Figure 4. (a) Schematic of light reflection on a layered stack (i.e., polymer film on top of an ITO layer),
which we used in our SE experiments. The experimental data, measured at three different angles
(i.e., 60°, 70°, and 80° incidence angles) are (b) delta (A) angle and (c) psi (). Experiments were
performed on DR1/PMMA thin films (thickness ~ 58 nm) at 8%, 10%, and 12% w/w concentrations
(only the data of 8% w/w are shown). Dotted curves are experimental data and the theoretical fits are

represented by full curves. See text for more details.
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It is well known that Lorentz oscillators are primarily useful for describing resonant
absorption peaks due to doping of a transparent dielectric material with an absorbing
dye [63]. DR1 is one of such dyes, and it absorbs light in the UV—visible range. It has an
absorption peak centered at 488 nm. When DR1 is introduced as a guest into a PMMA
matrix, the absorption of the DR1 can still be described by the Lorentz formula, which
gives the dimensionless complex dielectric function of DR1 as a function of the photon
energy E (Equation (6)).

N
. A
e(E) = ¢ +ie" =¢'(c0) +k§ 2 k (6)

E2 —iB{E

where ¢’ and ¢” are the real and imaginary parts of the complex dielectric function of DR1,
€' (o) is its real dielectric function at infinite energy (offset term), and N is the number of
oscillators. Each oscillator is described by three parameters: Ay is the amplitude of the ky,
oscillator in units of (eV)Z, By is the broadening of the ky, oscillator in units of eV, and Ey is
the center energy of the ky, oscillator [45]. For DR1, a single oscillator centered at 2.5 eV
yields the best fit value, corresponding to 495 nm. This value is close to (i.e., shifted by 7 nm)
the experimentally observed wavelength (i.e., 488 nm), corresponding to the maximum
absorption of DRI in the visible region of the spectrum (Figure 1a). SE data allows for
the determination of 7 and « of all constituents of a composite material, in our case DR1
and PMMA, as well as their composition, and we could extract n and x of neat DR1. To
do so, we used both the model of Brugemann for the composite material and the Lorentz
model to account for the absorption of DR1 in the composite (vide infra). Data for PMMA
is available from the literature and from the Complete EASE software. We did not measure
neat PMMA independently, but the theoretical dispersion curve of PMMA extracted from
the database. (i.e., from EASE software) and used in our Bruggeman effective medium
match well with that of the literature [44]. Indeed, the refractive index of PMMA extracted
from the EASE software at 632.8 nm is ngéwzg/%l = 1.4888, and is close enough to the value
of nEMMA = 1.4889 that we found in our previous works using plasmonic structures [59].
The fit parameters of DR1 corresponding to Equation (6) (i.e., €'(c0), Ay, Eq, By) are shown
on the table as an inset to Figure 5a. These fitting parameters allow for the determination
of the dispersion curve of 7 and x as a function of the wavelength using the data of A and
Y. We found the same values of the parameters of the table in the inset of Figure 5a for all
3 concentrations (i.e., 8%, 10%, and 12% of w/w) of DR1 compared to PMMA. These values
yielded the best theoretical fits of the experimental data.

Figure 5 shows the dispersive curves of optical constants (17 and x) of neat DR1
(Figure 5a) and DR1/PMMA composite at different concentrations (Figure 5b—d) as ob-
tained from SE experiments. Figure 5a shows that for neat DR1, the value of «x at the
wavelength of maximum extinction (i.e., 495 nm) is 1.066. This is in good agreement with
the value of « (i.e., 1.077) which we extracted from [43] using the data of this reference.

The extinction coefficient x, which is related to the absorption coefficient a by x =
(Aa/4m), is calculated to be 1.077 using A = 478 nm and H/d = 123 x 10%cm ™!, with
H/d calculated in [43], using 478 nm corresponding to the maximum absorption of DR1
measured in chloroform. Comparing n and x of DR1/PMMA in Figure 5b—d with those
for neat DRI in Figure 5a, we see that the values of n and x of DR1/PMMA are lower
than those of neat DR1, and that n and x increase with the increased concentration of
DRI in the DR1/PMMA composite. The molecular polarizability of DR1 is larger than
that of PMMA. For both SPR and ellipsometry, the measurements at each concentration
were repeated three times and the value of n and x was calculated as the average of the
three measurements for each sample. Table 1 summarizes the results of n and « of all the
samples measured with UV-vis spectroscopy, SE, and SPR, together with data from the
literature [43,44]. A good agreement between the data from our paper and the literature is
obtained, and interestingly enough, 7 and « obtained from SE measurements are reasonably
close to those obtained by SPR spectroscopy.
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Figure 5. n and « as a function of the wavelength for (a) neat DR1, (b) 8% w/w DR1/PMMA, (c) 10%
w/w DR1/PMMA, and (d) 12% w/w DR1/PMMA. The film'’s thickness was d ~58 nm.

Table 1. Optical Constants of neat DR1 and thin films of DR1/PMMA at 488 nm and 632.8 nm. The precision of the
measured data by spectroscopic ellipsometry and SPR is 2 x 1072 and 4 x 107 for 1, and 4 x 1073 and 1 x 10~ for «,

respectively.
Literature SPR? Ellipsometry ? UV-Vis 2
DR1/PMMA
Concentration 632.8 nm 632.8 nm 488 nm 632.8 nm 488 nm 632.8 nm
n K n K n K n K K K
Neat DR1 2.0536° - - - 1.835 1.058 2.136 0.126 - -
8% wlw - - 1.5401 0.0075 1.534 0.082 1.537 0.008 0.0925 0.0065
10% wlw 1.5450 © 0.008 © 1.5540 0.0101 1.545 0.098 1.550 0.011 0.1094 0.0108
12% wiw - - 1.5650 0.0120 1.553 0.120 1.561 0.012 0.1279 0.0115

@ This paper; b From [43]; ¢ From [44].
4. Conclusions

The optical properties, n and «, of azo-dye-contacting materials are often researched
for photonics applications, especially for NLO including EO modulation and SHG. In this
paper, we determined 7 and x of DR1-doped PMMA for different dye concentrations, a
feature which is useful for researchers working in the fields of, for example, NLO and
plasmonics. We also demonstrate the potential of SPR spectroscopy in determining such
properties for ultrathin films of the NLO dye-doped polymer studied, especially that SPR
mode shifts were observed at different concentrations of DR1. Both the determination of n
and « and the observed SPR modes shifts for different dye concentrations constitute the
originality of this work. We also used UV-vis spectroscopy and SE with Lorentz theory
and Bruggeman effective medium approximation to determine 7 and « of the films studied.
The results obtained by SPR measurements are in good agreement with those obtained by
UV-vis and ellipsometric spectroscopies.
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Abstract: A kind of plasmonic structure consisted of an equilateral triangle-shaped cavity (ETSC) and
a metal-insulator-metal (MIM) waveguide is proposed to realize triple Fano resonances. Numerically
simulated by the finite difference time domain (FDTD) method, Fano resonances inside the structure
are also explained by the coupled mode theory (CMT) and standing wave theory. For further
research, inverting ETSC could dramatically increase quality factor to enhance resonance wavelength
selectivity. After that, a bar is introduced into the ETSC and the inverted ETSC to increase resonance
wavelengths through changing the structural parameters of the bar. In addition, working as a highly
efficient narrowband filter, this structure owes a good sensitivity (S = 923 nm/RIU) and a pretty
high-quality factor (Q = 322) along with a figure of merit (FOM = 710). Additionally, a narrowband
peak with 1.25 nm Full-Width-Half-Maximum (FWHM) can be obtained. This structure will be used
in highly integrated optical circuits in future.

Keywords: waveguide; SPPs; FDTD; bandstop filter; CMT

1. Introduction

Surface plasmon polaritons (SPPs) perform as special electromagnetic (EM) waves
that propagate along with the metal-dielectric interface and decay exponentially in the
perpendicular direction [1]. SPPs are of great potential value in setting up optical circuits [2]
because of their outstanding properties, such as overcoming the conventional optical
diffraction limit [3] and achieving the transmission and manipulation of the optical signal
within the subwavelength scale [4].

Under these characteristics, SPPs are widely used among optical communication,
physical chemistry, biological and biochemical sensing [5,6], etc. For example, plasmonic
biosensing is used for the fast, real-time, and label-free probing of biologically relevant
analytes, where the main challenges are to detect small molecules at ultralow concentrations
and produce compact devices for point-of-care analysis [7-9]. Guatha et al. detected
biomonolayers and streptavidin-conjugated semiconducting quantum dots by employing
the arrays of gold nanoantennas covered by an ultrathin silicon layer. Additionally, they
found surface lattice resonances (SLRs) with high sensitivities to small changes of refractive
index [10]. Sadeghi et al. found that narrow SLRs could be shifted by changing the
environmental refractive index based on the arrays of large nanodisks for chemical and
biological sensing [11]. Additionally, plasmonic biosensing offers a new way to detect
coronavirus with low-cost and rapid detection. Liping Huang et al. employed a spike
protein specific nanoplasmonic resonance sensor to measure SARS-CoV-2 virus particle
with only one step [12].

For Fano resonance, the physical essence is that the interference of a discrete state
with a continuum gives rise to characteristically asymmetric peaks in excitation spectra. In
this way, the scattering of the structure is limited well in a narrow wavelength scale and
has strong localized electromagnetic characteristics in the near field. As the curve of Fano
resonance is asymmetric and steep, its subtle wavelength shift is easy to distinguish.
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Fano resonance reflected on the metal nanostructures is the interference between the
bright mode and the dark mode of the surface plasmons. The bright mode can be directly
excited by the incident light, while the dark mode needs to be excited by the coupling
effects of the bright mode. The bright mode has a relatively broad band and the dark mode
has a relatively narrow band. The resonance of the surface plasmons is the result of the
interference between the bright mode and the dark mode, and this kind of resonance can
be recognized as Fano resonance [13,14].

As for the metal-insulator-metal (MIM) waveguide, it has the merits of a strong local
field enhancement characteristic for SPPs [15] and ease of integration. Unique advantages
enable the MIM waveguide to be made into different optical devices, such as filters [16],
sensors [17] and slow light devices [18]. Furthermore, Fano effects in the MIM waveguide
coupled with resonators owe high figure of merit (FOM) and Sensitivity (S) and structural
parameters’ change accompanied by a sharp asymmetric spectral profile. Consequently,
more and more researchers are paying attention to its applications in the modulator, optical
switches, wavelength division multiplexing (WDM), Mach-Zehnder, and splitters [19-21].
It is worth noting that recent studies have aimed to design different structures for higher
FOM and S [22-25], and through changing the external size of resonators to make the whole
structure tunable [26,27]. Additionally, a lot of structures are designed to obtain higher
quality factor (Q). Quynh et al. demonstrated that local surface plasmon resonances (LSPRs)
can be coupled to the (0, +/— 1) diffraction orders to achieve high Q-factor (SLRs) with low
dispersion. These ultrahigh Q-factors can be increased to above 1500 without an adhesive
layer [28]. Saad Bin-Alam et al. proposed a modified anapole resonator based on Hg with a
high Q-factor and large thermal sensitivity of 17.14 MHz/degrees to realize high-precision
temperature sensing [29]. Peter A et al. illustrated a metasurface that consisted of hollow
dielectric cuboids with an experimental Q-factor of 728 at 1505 nm by using silicon as
the high index dielectric [30]. Liang et al. demonstrated a plasmonic metasurface with a
Q-factor of 2340 in the telecommunication C band by exploiting SLRs, which is the highest
one in the record [31].

In this paper, based on equilateral triangle-shaped cavity (ETSC), we designed a
highly selective and tunable plasmonic structure. The spectral characteristics and magnetic
distributions in the z-direction are numerically analyzed by finite difference time domain
(FDTD). Additionally, the structural transmission properties are calculated by the temporal
coupled mode theory (CMT) [32]. Subsequently, simply inverting the ETSC obtains a higher
Q. In addition, Fano resonances can be adjusted by introducing a bar without sacrificing
performance. Furthermore, with a good sensitivity of 923 nm/RIU and a high Q of 322, the
results manifest that our designed structure could perform as an exceptional narrowband
filter. In brief, the devised structure, with highly selective and tunable multiple Fano
resonances, has promising applications in the future.

2. Materials and Methods

As can be seen from Figure 1a, the proposed structure includes an ETSC and one MIM
waveguide. Specifically, the insulator and the metal material (white and blue areas) are,
respectively, set as air and silver. For the structural parameters of the filter, they consist
of the side length and height of the ETSC (B = 484 nm, H = 420 nm), coupling distance
between the ETSC and the waveguide (G = 200 nm), and the waveguide width (W = 50 nm)
enabling only the fundamental mode (TMy) to propagate through whole structure. Inside
this simulation, characteristics of silver are described by the Johnson and Christy model.
The computation volume is 800 nm x 1100 nm and all its four boundaries are ended
with perfectly matched layers in order to absorb incident light with minimal reflections.
Additionally, mesh step is set as dx = dy = 1 nm. A two-dimensional model (xoy plane) is
chosen to dramatically decrease computation time.
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Figure 1. (a) The schematic of the equilateral triangle-shaped cavity (ETSC); (b) the transmission
spectra of the ETSC by using coupled mode theory (CMT) and Johnson and Christy model.

The resonance wavelength of the ETSC can be deduced by standing wave theory as:

2neffH
r—(¢1+¢2) /27

, r=1,2,3... @
Here, r is equal to the number of the resonance wavelength. ¢1, ¢, denotes the phase
delay when the SPPs couple into the ETSC and the SPPs return to the waveguide after

multiple reflections inside the ETSC, respectively. The effective reflective index 1, ¢ could
be conducted by combining the following expressions:

edkdtunh(Wde) =0 2
kam = £/ Bspp — €a4mkg (3
Aqb:Mﬂmwz @)
Meff = ﬁ;zp ®)

Here, ¢, is the permittivity of dielectric and ¢, is the permittivity of metal. k; is the
propagation constant of dielectric and k;, is propagation constant of metal. B, is the
complex propagation constant of SPPs. kg = 27 is the wave vector inside the waveguide.
A¢ is the total phase delay which SPPs propagate in the ETSC within one cycle. Especially
when the resonance condition is satisfied with A¢ = 2m7r, Equation (1) is attainable. The
transmission spectra of the ETSC using both CMT and FDTD simulation are shown in
Figure 1b with three resonances at 489 nm, 581 nm and 927 nm.
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CMT is utilized to study the optical properties of the proposed structure. As shown in
Figure 1a, the input and output energy are expressed by S;. (j=1,2, 3 and 4), 41 and a,
display the energy amplitudes which meet the following conditions:

day 11 1 1
iy — — — — a1+ Sy — + 82 4| — 6
g = o Td)ﬂl +S14 o +5 o (6)
day . 11 1 1
2 (iwy — — — —)ag+ 34| — +Sa_y| — 7
o = (w2 - Tcz)a2+ 1\ 7, + 54 - ?)

w1 and wy are resonant angular frequency of the incident light, and match the order of nth
(n =1 and 2) resonance separately, %,, = (22”2—’?)(71 =1 and 2) stands for the decay rate of

Wy

(ZQE”)
to the ETSC. Q;,, and Q. are internal and cavity quality factors. Additionally, we can

obtain energy conversion equations:

1 1 1
S+ = S14 — 4/ =" Sap = S34 =4/ " S3— =54 —/ =" (8)
C C. C.

Sz = 52+C@i<4’1+¢2), Sy =S5 Cellrt2) g, = ©)

internal loss of cavity, and % = (n =1 and 2) denotes the cavity loss which coupled

C is the related damping coefficient. Combining the Equations (6)-(9), we calculate the
model’s transmission function, and T is representative of the transmission coefficient.

S moy 2 B B
_ 24 _ T2 Ta Ti1Te2 i(¢1+¢2) T1Te2

t= =1+ Ce + (10)

S+ papa — B2 ) iz — B

11 11 C2e2i(91+¢2)

=i(w—w)————, m=ilw—wy) - ———, =/ — 11
= ( 2 Tl T ra =il 2) T2 T2 P Te1Te2 4
T = |t (12)

The FDTD simulation result has the same tendency as the CMT method, which is
depicted by the black dot line in Figure 1b. It owes the parameters C =1, ¢ = ¢ =0
and when the resonant angular frequency w;= 3.80 fs~! and wy= 3.9 fs~1, ;1= 48.2 ps,
Tip=72.3 ps, To1=5.1ps, T2="7.9 ps. and ;= 722.5 ps, Tjp=100.3 ps, T.1= 7.9 ps, T2= 9.6 ps
when wy=3.2 fs~! and wp=2.0 fs~1.

Figure 2a—c reveal the magnetic field distribution (|H;|) of different surface plasmon
wavelengths inside the ETSC. Three resonances mainly happen in the three vertices of
the ETSC. Figure 2a indicates that intense resonances exist at the bottom left and the top
of the ETSC, and Figure 2b,c show that resonances happen at the bottom of the ETSC.
Additionally, Figure 2b denotes there is also a little energy at the top of the cavity. To
further illustrate the excitation method of the resonance modes, Figure 2d is depicted. In
Figure 2d, the vectorial charge mainly exists between the bottom of the ETSC and upper
side of the MIM waveguide, and along with every side of the ETSC.

To further study the multiple Fano resonances based on this structure and achieve a
high Q narrowband filter, an inverted ETSC schematic is proposed.

Figure 3a shows the inverted ETSC schematic. In detail, the distance between the ver-
tex of the inverted ETSC and the waveguide is D = 30 nm. Additionally, the transmittance
spectrum of the inverted one is shown in Figure 3b. It displays quintuple Fano resonances
at 406 nm, 419 nm, 491 nm, 582 nm and 930 nm.
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Figure 2. The magnetic distribution profile of the ETSC at: (a) A, =489 nm; (b) A, = 581 nm; (c) A, = 927 nm; (d) the vectorial
charge distribution of the ETSC at A, = 489 nm.
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Figure 3. (a) The schematic of the inverted ETSC; (b) the transmittance spectrum of the inverted ETSC.

Figure 4a—e manifest the magnetic field profile of the inverted ETSC at five resonance
wavelengths, separately. A little energy at the top of the inverted ETSC is exhibited in
Figure 4a, while it does not exist for both Figure 4b,c. Referring to Figure 4d, intense
resonances occur at the bottom and the top compared with the three resonance modes
above. Additionally, the strong resonance occurs at the bottom of the inverted ETSC in
Figure 4e. It is apparent when comparing Figure 4a—e with Figure 4f,g that the physics
mechanisms of FR1, FR2, FR3, FR4 and FR5 are the same as the Fano resonances. It can
be observed that the inverted ETSC and the waveguide cause destructive interference so
that most of the input energy cannot pass through the bus waveguide and are restricted in
the inverted ETSC from Figure 4a—e. On the contrary, in Figure 4f,g, most of the energy
passes through the waveguide and little energy is coupled into the inverted ETSC, causing
constructive interference between two excitations.
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Figure 4. The magnetic distribution profile of the inverted ETSC at: (a) A, = 397 nm; (b) A, = 413 nm; (c) A, = 488 nm;
(d) Ay =578 nm; (e) A, =925 nm; (f) A =401 nm; (g) A =451 nm; (h) A =538 nm; (i) A = 700 nm; (j) A = 1000 nm.

3. Results

On the one hand, the former designed structure can realize tunability by adding a
bar. In this way, visible and near-infrared resonance wavelengths can be controlled via
changing the geometrical parameters of bar. On the other hand, inverting the ETSC results
in quality factors of all resonance wavelengths increasing dramatically with peak at 322,
and FWHM decreasing significantly with minimum at 1.25 nm when A, = 413 nm.

3.1. Bar Embedded ETSC Configuration

Figure 5a shows the ETSC with a bar. The height h; and width w; of bar are 100 nm
and 20 nm by default. Additionally, Figure 5b indicates the transmittance spectrum of the
ETSC with a bar. From Figure 5b, adding a bar into the ETSC is almost the same as the
ETSC without a bar.
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Figure 5. (a) The schematic of the ETSC with a bar; (b) the transmittance spectrum of the ETSC with
a bar.

The transmission spectra of the structure with various heights are shown in Figure 6a.
From Figure 6a, by increasing height of the bar, FR1 shifts obviously to a higher wavelength
without a significant reduction in T,;,, while a new resonance mode called FR2 emerges
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when /11 range from 50 nm to 100 nm, and after that, FR2 does not change with the growth
of hl .
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Figure 6. (a) The transmission spectra of different /11; (b) the transmission spectra of different wj.

From Figure 6b, based on the ETSC, the effects of w; which increases from 20 nm to
150 nm on transmittance spectra are studied. There is an apparent tendency in Figure 6b
that both FR1 and FR2 have evident redshifts, and two resonance wavelengths became
closer since the increase in width, when w; = 100 nm the distance is at the minimum.

3.2. Bar Embedded the Inverted ETSC Configuration

Figure 7a denotes that the derived structure consists of the inverted ETSC and a bar,
which is introduced into the inverted ETSC to realize the increase in A,. The bar is described
by two structural parameters h; and ws. hy and w; of the bar are defined as 150 nm and
20 nm by default. the structural parameters are altered independently, and the influences
on the transmittance spectra are investigated. As for Figure 7b, it exhibits the transmittance
spectrum of the inverted ETSC with a bar, which has little difference with the inverted
ETSC only.
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Figure 7. (a) The schematic of the inverted ETSC added with a bar; (b) the transmittance spectrum of
the inverted ETSC with a bar.

On the foundation of the inverted ETSC, the effects of hy, which climbs from 0 nm
to 200 nm on the transmittance spectra, are studied, and the outcomes are depicted in
Figure 8a. It is distinct that, without a significant reduction in T,,;,,, the resonance wave-
lengths of the FR1, FR2, FR3 and FR4 are almost fixed, while the FR5 has a redshift by
altering hy. To further certify the linear performance, the resonance wavelengths of FR1,
FR2, FR3, FR4 and FR5 are researched, and the results do manifest this linear relation, as is
shown in Figure 8b.
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Figure 8. (a) The transmittance spectra for different /»; (b) the resonance wavelength of FR1, FR2,
FR3, FR4 and FR5 with different /1.

After that, the transmission spectra of the structure with different widths are shown in
Figure 9a. By increasing the width of the bar from 20 nm to 150 nm and keeping the other
parameter constant, FR1 and FR4 are nearly fixed at their original location, while A, of FR2
and FR3 shift to higher wavelengths. For FR5, the movement to a higher wavelength is
significant. In the same way, the resonance wavelengths of FR1, FR2, FR3, FR4 and FR5 are
depicted in Figure 9b. Through the range of different parameters, transmittance spectra
can be better controlled to meet various demands in practice.
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Figure 9. (a) The transmittance spectra of different wy; (b) the resonance wavelength of FR1, FR2,
FR3, FR4 and FR5 with different w,.

The sensitivity of the proposed structure in Figure 7a depends on the response degree
to the change of the refractive index (RI) inside the white area of the inverted ETSC. With
all the structural parameters in Figure 7a unchanged, the n increases from 1.00 to 1.16 at the
step of 0.04. The performance of the proposed structure in a nanometer scale is described
in Figure 10a, which indicates that these quadruple Fano resonances owe redshifts. Since
the sensitivity (S) of narrowband filter can be explained as the wavelength shift per unit
refractive index change, expressed as S = % (nm/RIU), the sensitivities are 923 nm/RIU,
542 nm/RIU, 427 nm/RIU, 301 nm/RIU and 250 nm/RIU at FR5, FR4, FR3, FR2 and FR1
separately, which are concluded in Figure 10b.
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Figure 10. (a) The transmittance spectra of the designed structure with n varying from 1 to 1.16;
(b) the resonance wavelength of FR1, FR2, FR3, FR4 and FR5 with different n.

Moreover, FOM can be represented as FOM = %, where FWHM is the full width
at half-maximum of the transmittance spectrum. From Figure 7b, different resonance
wavelengths” FOMs are calculated, in which the maximum can reach 710 at 933 nm.

Another essential factor of a filter measuring the ability to give wavelength selectivity
is represented as a quality factor (Q). The quality factor can be expressed as Q = FV\?‘W
Additionally, the dephasing time of the inverted ETSC is a critical parameter that can be
defined by taking into account the resonance narrowness as follows: ¢; = %ﬁ [33]. Here, his
the reduced Planck’s constant and 6 = |w;’”‘x — i | w!" and w!"" are corresponding to
A% and )\’,”"‘. Therefore, the dephasing times are 5.4 x 1073fs,5.7 x 1073 fs,1.2 x 1072 fs,
9.7 x 1073 fs,and 2.5 x 102 fs.

Another important factor is V5 which represents the effective mode volume of the
confined electromagnetic field in the cavity. Additionally, the effective mode volume is
. _ JyemIEM)dv
calculated according to Vs = 7’"“[5(0\5(7}\2]
I E(r)| is the electric field strength and V is the volume encompassing the resonator with a
boundary in the radiation zone of the cavity mode. As for Figure 11a, the minimum of Vg
is 0.02 x 10° um when f; = 50 nm. By increasing the height of the silver bar, V4 has a slight
redshift in the near-infrared band. In Figure 11b, the minimum of Vg is 0.06 x 10° um
when w; =20 nm. Increasing the width of the silver bar, Vg has an obvious redshift in the
near-infrared band.

[34-46], where &(7) is the dielectric constant,

[ hp=50nm | —w2=20nm |
—— hp=200nm 02 —— w2=100nm

300 500 700 900 1100 1300 300 500 700 900 1100 1300
Waveguide(nm) Waveguide(nm)

Figure 11. (a) Effective mode volume (V) for different heights of the inverted ETSC; (b) V for different widths of the
inverted ETSC.
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To manifest the advantages of the designed structure performed as a narrowband
filter, Table 1 is formed, which compares the performance characteristics of our structure
with other likely designs which can produce multiple Fano resonances based on SPPs
published in recent years. From Table 1, we could conclude that our structure has relatively
good sensitivity and it is superior to other designs in the maximal Q.

Table 1. Comparison of the proposed structure with the latest relative designs.

References Type Q S FOM ty Ve
[4] Single 29.67 2080 29.92 N N
[15] Dual Max 31.1 Max 2300 Max 31.5 N N
[16] Dual 106/123 900/1700 Max 1.38 x 10° N N
This work Quintuple Max 322 923/542/427/301/250 Max 710 Min5.4 x 1073 fs  Min 0.02 x 10° um

Q: represents quality factor. S: represents sensitivity. FOM: represents figure of merit. f;: represents dephasing time.

4. Conclusions

Several plasmonic bandstop filters based on the ETSC are designed in this work.
Additionally, triple and quintuple resonance modes occur when light passes through the
proposed structure, including the ETSC and the inverted ETSC. By introducing a bar
into the ETSC and the inverted one, structural resonant wavelengths can be increased by
changing the height and width of the bar. Moreover, inverting the ETSC could reduce the
FWHM of every resonance wavelength to increase Q efficiently. The main advantage of the
proposed structures compared with previous methods is the better quality factor, narrow
bandwidth, good sensitivity and tunability. It is believed that the proposed structures will
be used in high integration plasmonic devices in future.
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Abstract: Vertical nanowire (NW) arrays are a promising candidate for the next generation of the
optoelectronics industry because of their significant features. Here, we investigated the InP NW array
solar cells and obtained the optoelectronic properties of the structure. To improve the performance of
the NW array solar cells, we placed a metal layer of Au at the bottom of the NWs and considered
their top part to be a conical-shaped parabola. Using optical and electrical simulations, it has been
shown that the proposed structure improves the absorption of light in normal incidence, especially
at wavelengths near the bandgap of InP, where photons are usually not absorbed. Under inclined
radiation, light absorption is also improved in the middle part of the solar spectrum. Increased light
absorption in the cell led to the generation of more electron-hole pairs, resulting in an increase in
short circuit current density from 24.1 mA/cm? to 27.64 mA /cm?, which is equivalent to 14.69%
improvement.

Keywords: nanowires; back reflector; solar cells; plasmonic; III-V semiconductor

1. Introduction

Photovoltaics, first introduced in 1958, is a process in which light is converted directly
into electricity. Various materials and techniques are used to make solar cells based on
the cost and efficiency of conversion. The first material used was silicon, which had
disadvantages such as low efficiency. The second generation of solar cells was thin-film
solar cells for producing electrical power, which received a lot of attention due to the
use of thin layers in their structure [1]. Then, following further research in the field of
photovoltaics technology to achieve new structures, the vertical arrays of III-V direct band
gap semiconductor nanowire (NWs) were considered due to the reduction in the volume
of material consumed compared to planar structures.

The low cost and other features of semiconductor NW structures have led to great in-
terest in their use in a variety of applications, including photodetectors [1-3], light-emitting
diodes [4-6], and lasers [7,8]. In NW array solar cells, proper design and improved ab-
sorption of excited optical modes are effective factors in optimizing photovoltaic efficiency.
One of the common strategies to achieve these points is the proper design of the struc-
ture geometry. For example, increasing the length of the NW, which reduces the light
transmission at the NW /substrate interface, increases the volume of consumables, and
decreases the efficiency due to the increase in the dark current of the solar cell. Furthermore,
the reduction of the pitch leads to a stronger absorption but increases the top insertion
reflection losses. Another strategy to improve the absorption characteristic of NWs is
to break the symmetry of the incident light/NW system. Oblique radiation stimulates
new polarization-dependent optical modes. However, the improvement is limited to a
narrow band of the solar spectrum. One way to increase light absorption in NWs is to
reduce light transmission at the NW-substrate interface and reduce light reflection at the
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NW /superstrate interface. Another way to improve the absorption in solar cell structures
is to use the plasmonic effect. In this effect with light irradiation, charge carriers at the
metal and the dielectric boundary with positive or negative permittivity begin collective
oscillation and produce surface plasmon resonance (SPR).

Surface plasmon resonances are divided into two categories, localized surface plasmon
resonance (LSPR) and surface plasmon polariton (SPP). LSPRs are observed when surface
plasmon is confined in the subwavelength nanostructure, and SPPs are caused by the
propagation of charge carriers along the planar surface. Upon excitation, both forms of
SPRs can confine incident light on a low-subwavelength scale. The confinement of some
carriers improves the local field and allows the manipulation of light below the diffraction
limit. These remarkable SPR features allow plasmonic materials to be used in a variety
of fields, including photonics [9], energy [10-12], sensors [13], and more. For example,
metal nanoparticles inside thin-film solar cells act as antennas that capture the incident
light and store its energy in LSPR modes [14-16]. This energy can be transferred to
the semiconductor layer by near-field coupling or scattered to the active layer by metal
nanoparticles. Nanoparticles can also be used as front scatterers or back reflectors [17-21].

The metal nanostructures at the front trap light in the solar cell beneath by forward
scattering the incident light at their LSPR wavelengths with a scattering cross-section
greater than their geometric cross-section. Plasmonic nanoparticles at the back of the solar
cell increase the optical thickness and improve performance by scattering the far-field. In
this theoretical study, we present a structure in which a layer of Au metal was placed at the
bottom of the NW to prevent the transmission of light into the substrate and reflect the light
that is not absorbed in the single pass into the NW. Increasing the optical path length of
excited modes led to improved absorption and photovoltaic efficiency without increasing
the volume of material used. More recently, with the development of nanotechnology, the
use of metamaterials in many applications such as biosensors [22], photodetectors [23], and
absorbers [24,25] was considered. This method can be beneficial in solar harvesting as well.

Furthermore, by considering the conical-shaped parabola on the top of the NW, we
reduced leakage of the light into the space outside the NW from the top. The proposed
structure is a new method to improve the performance of the NW array solar cell and
achieve absorption of over 90% at wavelengths close to the band gap wavelength of InP.

2. Materials and Methods

In this work, we investigated a square array of vertical InP NWs with Au layer at the
bottom and conical-shaped parabola at the top. Cone-shaped nanowires grown in vapor-
liquid-solid (VLS) mode are a good candidate for the fabrication of low-cost high-performance
solar cells. Thus, this shape of nanowires can be beneficial in solar cells. Methods of fabrication
of this kind of nanowire are presented in [26]. According to [27], we can place an Au layer at
the bottom of the nanowire. Figure 1 shows a schematic of the proposed structure (with Au
layer at the bottom and conical-shaped parabola at the top of NWs).

Here, we calculate the absorption of incident photons and the separation of electron—
hole pairs photogenerated over an axial n-i-p junction for the InP NW array. The optical
response of the NW array is calculated by solving the Maxwell’s equations using tabulated
data for the refractive indices of InP [28]. Electron-hole transfer in NWs is solved using
the drift-diffusion formulas. We use the finite element method (FEM) for this numerical
analysis.
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Sunlight

Figure 1. 3D configuration of the proposed InP nanowire (NW) array solar cell with Au layer at the
bottom and conical-shaped parabola on the top.

The solutions of Maxwell’s equations show how light is distributed inside and outside
of the NWs. By obtaining the electric field of the system, E(r), the number of electron-hole
pairs photogenerated per unit volume per unit time, G(r), can be obtained for a given
incident intensity spectrum. The absorption at each wavelength on the volume V of the
NW can be calculated by:

AQN) = %wso/\E(?\)\ZIm(nz(?\))dV M

where ¢ is the vacuum permittivity, w is the angular frequency, E is the electric field, and
n is the complex refractive index.

After calculating the optical generation rate, G(r), and recombination mechanisms, R,
the electron-hole transfer is analyzed by solving the drift-diffusion equations presented
below:

V.(=eVe) =q(p —n+Np —Njy),
Via = V.(~qunVen) = qR - G), @
V] = V(*quppvcpp) =—qR-G),

R is the net recombination rate in the bulk of the NW obtained from:

R = Rkt + Rrad + Raug = +B+Cm+p)(np-n?), O

A
n+p +2n;
where A, B, and C are the recombination coefficient of the SRH/Radiative/Auger recom-
bination, and #; is the intrinsic carrier concentration. We neglect radiative recombination
and we use B = 0 in Equation (3). We assume that the Shockley—Read-Hall (SRH) lifetime
and the Auger recombination coefficient for both electron and holes are equal. The surface
recombination at the surface of the NW is also considered through the term:

Vsr 2
R = (n ns ), 4
surface n+p +2n; p+n; *)
where vy, is the surface recombination velocity [29].

Assuming that all the photogenerated carriers contribute to the current, we can obtain
the short circuit current density from:

' APabs()\)

Je=¢ | R ()

Iamis(A)dA, ©)
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The geometric structure used for the drift-diffusion model has a length of 100 nm in top
n-segment and 300 nm in bottom p-segment with 10'® cm~ ionized doping concentration
for both of them. The i-segment with 10!> cm 3 p-doping concentration is located between
the n- and p-segments.

The calculations are performed using the finite-difference time-domain (FDTD) method
at a wavelength range of 320-1000 nm for unpolarized incident light parallel to the axis of
the NWs, taking into account the periodic boundary conditions in the x-, y- directions and
perfectly matched layer (PML) in the z-direction. The specific values of the parameters used
in the drift-diffusion model are presented in Table 1. We consider here, surface recombina-
tion velocity for the bare cell without Au layer at the bottom and conical-shaped parabola
at the top equals to 20,000 cms 1 [30]. Placing the Au layer at the bottom of the NWs causes
a change in the motion of the electrons, which is considered in modeling by changing the
surface recombination velocity. The value of this surface recombination velocity is selected
according to reference [31]. Reflection is monitored with a power monitor placed behind
the radiation source; transmission is monitored with a power monitor placed behind the
structure. Electric and magnetic fields are detected within the frequency profile monitors.
For a solar cell, in addition to the efficiency of converting sunlight into electrical energy, n,
three other parameters are usually considered: (1) the short circuit current density Jsc, (2)
the open circuit voltage Vo, and (3) the fill factor FF defined by n = ]“c\{,ﬂ

in

Table 1. The parameters used in the drift-diffusion model [32,33].

Parameters InP
Dielectric constant (er) 12.5
SRH recombination coefficient (A) 107 571
Auger recombination coefficient (C) 9 x 10731 cmbs~!
Electron mobility () 5400 cm?V 151
Hole mobility (1p) 250 cm?V 151
Band gap 1.34 eV

3. Results and Discussion

As mentioned in previous works [34-37], light absorption in NWs depends on the
geometrical parameters, and with proper design, light absorption can be improved in them.
One way to improve the absorption of light to achieve almost complete absorption in NWs
is to increase their length. Increasing this parameter reduces the transmission of light to
the substrate, but in solar cells it increases the dark current, which results in decreased
structural efficiency. Furthermore, with increasing length, the volume of materials used
increases. Increasing the radius of the NWs increases the absorption of light in them, but
due to the increase in light transmission between the NWs and the substrate, the current of
the structure decreases. In addition, by reducing the pitch of the array, the absorption of
coupled light into the array increases. However, the problem is the increase in top-insertion
reflection losses.

In this study, to reduce the transfer of guided modes into the substrate without
changing the geometrical parameter of the NWs, we placed a layer of Au metal at the
bottom of the NWs which are placed in a square lattice with geometrical values of radius of
100 nm, pitch of 500 nm, and length of 1400 nm. The geometrical values of the radius and
the pitch are chosen so that the NWs form a sparse array and the results are independent of
the lattice arrangement [38]. Furthermore, the length of 1400 nm for the total length (with
or without Au layer) is chosen so that the absorption saturation that is seen in long NWs
does not occur [30,39,40].

Because most of the light in the NWs is absorbed in the top parts and the absorption
decreases as it moves towards the bottom, we placed Au layer at the bottom to act as a
reflector at optical frequencies and reflect light into the NWs. This reflection increases
the optical path length of the excited modes and improves the absorption of the guided
modes. In addition, when the light reaches to the metal, plasmon is excited in metal and it
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generates dipole. Due to dipole-dipole coupling between the plasmon excited metal and
the adjacent semiconductor in near-field, plasmonic energy in the metal is transferred to
semiconductor and it generates more electron-hole pairs in the semiconductor. This can
promote performance of the solar cell. Therefore, placing the Au layer at the bottom of the
NW has a better result than other parts. By placing the Au layer on the top part of the NW,
the light cannot reach the lower part of the NW and the light absorption is reduced.

Decreased light absorption also reduces the number of photogenerated carriers com-
pared to the bare structure. To determine the appropriate thickness of the Au layer, one
must sweep its thickness from 0 to 250 nm, and obtain the Js. each time. According to the
results presented in Figure 2, sweeping the thickness of this layer has little effect on the
Jsc. Among the various values, 80 nm thickness gives the maximum improvement in Jsc.
In this case, the [ increases from 24.1 mA /cm? for the bare cell to 26.75 mA /cm?, which is
equivalent to a 10% improvement.

268
- B ‘
g . .
g 267 -
E . . . ‘
= 266 [
-

26.5 . ; . |

50 100 150 200 250

Thickness (nm)

Figure 2. The short circuit current density (in mA/cm?) of the InP NW array solar cell for varying
thickness of Au layer for the fixed radius of 100 nm and pitch of 500 nm.

In NWs with the same geometry, we can improve the absorption if we can reduce the
reflection of light from the NW /superstrate. To achieve this goal, we consider the top part
of the NW, which is the interface between air and NW, in the form of a conical-shaped
parabola. With this assumption, as can be seen in Figure 3, the light reflection from the top
part decreases and the absorption in the NW increases. This increase in absorption increases
Jsc from 24.1 mA /cm? for the bare cell to 24.931 mA /cm? for the NW with conical-shaped
parabola on the top.

0.25

~— bare cell
—— NW with top-conical shaped

Reflection(a.u.)

320 400 500 600 700 800 200 1000

Wavelength(nm)

Figure 3. Reflection spectra for the bare cell and for the NWs with conical-shaped top.

Considering that the use of an Au layer at the bottom of the NW and the conical-
shaped parabola on the top part both cause more light to be trapped and more electrons
and holes are generated by the light, in the following we will examine the effect of applying
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both of them on the performance of the array. According to the results presented in Figure
4, the absorption increases at all wavelengths, and close to the band gap wavelength of InP
is approximately 1 and is limited by the reflection losses at the top side.

proposed cell

Absorption(a.u.)

0.4 —— bare cell
0.3
0.2
0.1
0.0
320 400 500 600 700 800 900 1000

Wavelength(nm)

Figure 4. Absorption spectra for bare cell and proposed cell.

Observation of the electric field distribution profile within the NWs in Figure 5 for the
bare cell and proposed cell shows that the Au layer prevents the transmission of light into
the substrate and reflects most of the light into the NW. Thus, the modes are broadening
and the absorption at the bottom of the NW is improved. By improving the absorption
within the NW, more carriers contribute to the production of current and the Js. increases
from 24.1 mA /cm? to 27.64 mA /cm?.

IEI(Y/m)

(@) (b) (© (d)

Figure 5. The electric field profile for transverse magnetic (TM) and transverse electric (TE) modes respectively for (a,b) the
bare InP NW array solar cell, and (c,d) the proposed InP NW array solar cell.

Since the performance of the NWs depends on the geometric parameters of the
structure, we sweep the radius and pitch parameters and examine their effects. As shown
in Figure 6, sweeping the radius up to about 50 nm does not cause a significant change in
the Jsc of the proposed cell relative to the bare cell. As can be seen in Figure 7, as the radius
increases, the absorption spectrum of the proposed cell expands to longer wavelengths,
and the location of the wavelength of HE{; mode, which is equivalent to the absorption
peak at the longest wavelength and close to the InP band gap wavelength, red-shifts.
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Figure 6. The short circuit current density (in mA /cm?) of the bare and proposed cell of
InP NW array solar cell for varying radius.
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Figure 7. Absorption spectra for varying radius for (a) bare cell and (b) proposed cell.

In Figure 8, the ] is plotted as a function of pitch of the array. Increasing this
parameter reduces the semiconductor material in the NW, which leads to a decrease in the
absorption in the NW, as can be seen in Figure 9.

30
25 N
o o ‘
=) 20 ° *
S y * 8
S I5
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= .0
Sk * bare cell
0
200 300 400 500 600 700 800
Pitch(nm)

Figure 8. The short circuit current density (in mA /cm?) of the bare cell and proposed cell of InP NW
array solar cell for varying pitch.
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Figure 9. Absorption spectra for varying pitch for (a) bare cell and (b) proposed cell.

According to Figure 10, by increasing pitch of the array, the insertion reflection losses
at the top air/NW interface, which are an upper limit on the Js. decrease and the absorption
in the NWs can be improved. Therefore, it is necessary to choose the pitch of the array
in such a way that the volume of material consumed is sufficient for absorption and the
insertion reflection losses are reduced.

10 1.0
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Figure

900 1000 320 400 500 600 700 800 900 1000
Wavelength(nm) Wavelength(nm)
E)) (b)

10. Reflection spectra for varying pitch for (a) bare cell and (b) proposed cell.

Another way to improve the absorption of NWs, especially in the middle part of
the solar spectrum, is to break the symmetry of the NW array/light incident system,
which can be achieved by obliquely incident light on the vertical NWs. In addition to the
HE,-guided modes, which depend on symmetry and are excited in the NWs, oblique
radiation also stimulates additional Mie resonances. In this way we can achieve broadband
absorption.

As can be seen in Figure 11, the absorption improvement occurs in a broad spec-
tral range for inclined radiation compared to normal radiation for both bare and pro-
posed structures. Improved absorption due to the excitation of additional modes indi-
cates strong light trapping in the NWs and prevents its transmission to the substrate.
Figure 12 shows the effect of inclined radiation on the transmission spectrum of both bare
and proposed cells.
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Figure 11. Absorption spectra for inclined radiation for (a) bare cell and (b) proposed cell.
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Figure 12. Transmission spectra for inclined radiation for (a) bare cell (b) proposed cell.

Figure 13 shows the changes in the Jsc by changing the radiation angle. Increasing
the absorption of light in oblique radiation compared to normal radiation has increased
the generation of the optical carriers, which leads to an increase in Jsc. Among the various
radiation angles studied, the 60 ° angle achieves the greatest improvement in Jsc.
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Figure 13. The short circuit current density (in mA /cm?) of the bare and proposed cell of InP NW
array solar cell for varying radiation angle.

Quantitative performance of the cell can be estimated according to the current density—
voltage curve obtained by solving the Poisson and drift-diffusion equations with bulk
conditions and surface recombination and parameters listed in Table 1. The proposed
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structure which consists of a layer of Au at the bottom of the NW and a conical-shaped
parabola at the top improves the [ by 14.69%. The power conversion efficiency varies
from 14.7 for the bare cell to 17 for the proposed cell.

If we replace the ohmic contacts with carrier selective contact, the Js. will increase from
24.1 mA/cm? to 24.71 mA /em? for the bare cell and 27.64 mA /cm? to 28.2 mA /cm? for the
proposed cell due to neglecting the recombination of minority carriers in the contacts [41].
The results of the electrical simulation for the ohmic and carrier selective contacts shown in
Figure 14 are summarized in Table 2.
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Figure 14. Applied voltage vs. current density for the bare InP NW array solar cell and for proposed cell, applied voltage

vs. photovoltaic efficiency for the bare InP NW array solar cell and for proposed cell for (a—b) ohmic contacts (c-d) perfect

carrier selective contacts.

Table 2. Electrical result for the bare and proposed InP NW array solar cells.

Structure Voc (Volt)  Jsc mA/cm?)  FF (%) Efficiency (%) Jsc Enhancement (%)
Ohmic Contacts
Bare cell 0.958 241 63.67 14.7 -
Procf:ffe‘j 0.963 27.64 63.87 17 14.69
Perfect Carrier Selective Contacts
Bare cell 1.015 24.71 66.03 16.56 _
Proci‘l’lse‘i 1.02 282 67.97 19.55 14.12
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4. Conclusions

We theoretically investigated an InP NW array solar cell with an Au layer at the
bottom and a conical-shaped parabola at the top with an axial n-i-p junction on each NW.
Among the various values studied for the thickness of the Au layer, at the thickness of 80
nm, the highest improvement was obtained compared to the bare structure. According to
the results, the use of Au layer at the bottom of the NWs prevented the transmission of light
into the substrate and improved the absorption at long wavelengths, especially around the
band gap wavelength, where light absorption was usually poor. The light trapping due
to the multiple reflections of the Au layer increased the optical path length of the excited
modes in the NWs. Enhancing the absorption of light also increased the photogenerated
carriers and ultimately increased the Js.. The conical-shaped parabola of the top part of
the NW also reduced light reflection from the upper part of the structure and improved
cell performance. The proposed structure increased Jsc from 24.1 mA/cm? for the bare
cell to 27.64 mA /cm? for the proposed cell with ohmic contacts and from 24.71 mA/ cm?
to 28.2 mA /cm? for the carrier selective contacts, which improved to 14.69% and 14.12%,
respectively.
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Abstract: Since the discovery of the optical properties of two-dimensional (2D) titanium carbide
(MXene) conductive material, an ever increasing interest has been devoted towards understanding it
as a plasmonic substrate or nanoparticle. This noble metal-free alternative holds promise not only
due to its lower cost but also its 2D nature, hydrophilicity and apparent bio-compatibility. Herein, the
optical properties of the most widely studied TizC>Tx MXene nanosheets are theoretically analyzed
and absorption cross-sections are calculated exploiting available experimental data on its dielectric
function. The occurrence of quadrupole surface plasmon mode in the optical absorption spectra
of large MXene nanoparticles is demonstrated for the first time. The resonance wavelengths corre-
sponding to interband transitions, longitudinal and transversal dipole oscillations and quadrupole
longitudinal surface plasmon mode are identified for single and coupled nanoparticles by modeling
their shapes as ellipsoids, disks and cylinders. A new mechanism of excitation of longwave transver-
sal surface plasmon oscillations by an external electric field perpendicular to the direction of charge
oscillations is presented. Excitingly enough, a new effect in coupled MXene nanoparticles—Fano
resonance—is unveiled. The results of calculations are compared to known experimental data on
electron absorption spectroscopy, and good agreement is demonstrated.

Keywords: two-dimensional material; titanium carbide MXene; near-field enhancement; plasmonic
material

1. Introduction

A recently discovered family of 2D materials—transition metal carbides/nitrides
called MXenes—has become the subject of versatile intensive studies due to the materi-
als” unique optoelectronic properties as well as hydrophilicity, flexibility and metal-like
electronic conductivity [1-10]. This interest in MXenes is fueled by the possibility of
applications as supercapacitors [11] and in electromagnetic interference shielding [5], in
optical sensing and light detection [7], and even in communication and biology [9]. The
study of the optical properties of MXenes showed the possibility of creating transparent
conductive electrodes [9] and saturable absorbers for femtosecond mode-locked lasers [12],
for photonic devices [4] and for plasmonic applications at near-infrared wavelengths [13].

MXenes are mostly synthesized by etching out the A layers from parent MAX
phases [11,14,15], which have a composition generally denoted as M,, 1 AX;,, where M is
an early transition metal, A is mainly a group IIIA or IVA element, X is C and/or N, and n
=1,2,3 or 4. In most cases the etching process with acids or alkalis results in the fabricated
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MXene, My, +1Xn Ty, that is terminated by some surface functional groups—Ty, such as OH,
O, Cl or F (depending on the synthesis method). The synthesis method is a crucial aspect
for controlling the surface functionality of MXenes and hence the underlying properties.

Much work has been performed for exploring the optical properties of MXenes.
For instance, the plasmonic properties of MXenes were investigated by electron energy
loss spectroscopy (EELS) [16,17] and by optical measurements in the IR, visible and UV
ranges [13,18,19]. In these studies, both surface plasmons (SPs) as well as bulk plasmons
and interband transitions (IBTs) were identified. Optical forces on MXene nanoparticles in
the near-infrared have been calculated using the finite-difference time-domain method [20].
Non-linear optical properties of MXenes have also been studied [21]. The exploitation of
optical properties of MXenes is not limited to the possibility of creating new photonics
devices. Another promising area of their application is molecular sensing by surface
enhanced Raman scattering (SERS). For the most widely studied MXene, TizC, Ty, the
first experimental result demonstrated a SERS enhancement factor in the order of 10° [19].
Afterwards, the following studies included other types of MXenes as well, such as nitride
TioN, which yielded a notable enhancement factor of 102 [22]. Recently, more publications
appeared on thickness dependence of SERS in TizCyTxnanosheets [23], or for using it as
a SERS active substrate for reliable and sensitive detection of organic pollutants [24]. A
systematic theoretical understanding of the optical properties of MXenes is not developed
yet, which makes difficult the interpretation of all the experimental data.

In this paper we analyze the experimental data obtained in Ti3C,Tx nanoparticles by
both optical absorption and EELS and present the results of calculations for the absorption
cross-section in isolated and interacting nanoparticles composed of MXene sheets. To
effectively use the simulation software, an approximate analytical method is applied to
identify the ranges of wavelengths corresponding to the peculiarities of spectra. The
presented approach allows interpretation of experimental results on EELS in MXene in
the vis-infrared range. Moreover, an interesting phenomenon related to the interaction
between longitudinal quadrupole and transversal dipole modes suggests the appearance
of a Fano resonance.

2. Analysis of Experimental Data of EELS and Optical Absorption Spectroscopy
of Ti3C2TX

To assess the physical properties of MXenes it is crucial to reveal the peculiarities of
the energy spectrum of free and bounded carriers. EELS experiments in Ti3C, Ty, covering
a fairly wide range of energies up to 30 eV, showed that the maxima at lower energy losses
between 0.2 and 0.7 eV in stacks of MXenes occur due to dipole oscillations [16]. Further-
more, in [16], for the energy losses at higher energies up to 1.5 eV a weaker maximum
was also found, which was independently revealed in optical spectra of Ti3C,Tx as well
in [18,19]. Detected by different methods, this peculiarity was prescribed to low-energy
IBTs (see Figure 2 and Figure S6 in [19]). At energies over 5 eV, rather strong IBTs were
detected, after which bulk plasmons occured [16]. It was also shown that dipole plasmonic
frequencies can be tuned in the mid-infrared range by controlling the sheet geometries
and terminations. Moreover, the experiment of [16] revealed that in multilayered (ML)
MXene sheets the individual 2D flakes interact weakly, apparently reducing the intensity of
bulk excitations and leaving longitudinal surface plasmons (LSPs) as a source of dominant
screening mechanism. In [17], a strong IBT centered around 4 eV was revealed by exploring
the role of the localization of termination groups on the optical properties of ML TizC,Ty.
It was shown that the Ty functional group localization on the surface has a prominent
effect on the optical properties of the ML MXene, leading to 40% variations in the optical
conductivity in the middle of the visible spectrum.

For a complete understanding of the optical properties of ML MXenes, it is necessary to
know the permittivity tensor of the material. For the first time, the Ti3C, Tx permittivity was
measured by the ellipsometric method at 45° polarized light in [13]. We recall that setting
the real part of the transversal component of a dielectric function equal to 0 (R[e(w)] = 0)
of a thin film is the condition for the realization of transversal surface plasmons (TSPs).

60



Photonics 2021, 8, 36

According to the measurements of [13], this condition for the films of thicknesses from 14
to 75 nm is satisfied for the wavelength range A = 1130 — 1260 nm. Thus, in ML MXene
one can expect the appearance of TSP peaks in the EELS and optical absorption spectra
with a photon energy of less than 1.1 eV. This means that the absorption in ML Ti3C, Ty in
the photon energy region above the values corresponding to TSP can be attributed to IBT
except if higher plasmonic multipoles are excited.

In [25], using scanning transmission electron microscopy (STEM) combined with
ultra-high resolution EELS, the spatial and energy distribution of electron excitations in
Ti3C, T were obtained. It was shown that the longitudinal multipolar SP modes strongly
depend on the geometry of the sample. An interesting result related to the similarity in
the behavior of polarizability of monolayer (1L) and ML samples attributed to unusual
weak interlayer coupling was obtained. The origin of the peak at energy of 1.7 eV in EELS
spectra [25] will be discussed in the next section.

Recently, TizCpTx MXene disk arrays on glass and on Au/alumina were fabricated,
and it was shown that the new metamaterial exhibits strong broadband absorption in a
wide range of wavelengths, A = 500 — 1500 nm [26]. The origin of this effect is conditioned
by the appearance of gap plasmons, localized SPs and plasmon-polaritons. Full wave three-
dimensional finite element method (FEM) simulations were performed using the COMSOL
package, and a good agreement with the experiment was demonstrated. The broadband
absorption, obviously being the result of hybridization of different plasmonic modes via
interparticle interaction in the array, causes splitting of the absorption frequency. While in a
system of v noninteracting resonators the resonance frequency is v-fold degenerated, in the
case of interacting nanoparticles within an array v spectral lines appear in the absorption
band because of splitting. The absorption spectrum of a single disk for both TE and TM
polarizations will be considered in the next section, and it will be demonstrated that a
strong broadening takes place already in the isolated particle.

3. Calculation of Optical Spectra of Single Ti;C,Tx Nanoparticles

In this section, we consider the excitation of the quadrupole SP mode in large enough
MXene nanoparticles. Moreover, we show that hybridization of transversal modes in
large coupled particles initiates Fano resonance. Theoretical study of optical properties
such as wavelength dependence of dielectric function, reflection and absorption for 1Ls
of pristine MXenes is performed by DFT calculations of density of states (DOS) and band
structures [27]. In [28,29], analogous DFT calculations were performed and substantial
differences were revealed in the absorption spectra of 1L MXenes with various terminations
particularly in the lower photon energy regime. Furthermore, in case of ML MXene sheets
with thicknesses ranging from 5 to 45 nm, ab initio calculations revealed LSPs [16]. It was
also shown that the thinner the sheets are, the stronger are the contribution of LSP modes in
the total cross section, and with the increase of the thickness the role of surface terminations
becomes negligible. In [17] ab initio calculations were carried out to investigate the role of
surface functionalization on dielectric properties of ML TizC, Ty for the termination cases
of either OH or F, and intense IBT at 4 eV and higher energies was identified. However, the
lower energy region was not investigated and consequently SPs were not studied.

Below, we present our numerical simulations on optical spectra of MXene particles
of sizes up to 2000 nm, exploiting analytically a priori identified ranges of resonance
frequencies for various configurations and shapes (see Supplementary Information (SI)—S1
Analytical approach). For that purpose, we applied the COMSOL Multiphysics® package,
modeling the shapes and sizes of sheets as close as possible to the synthesized samples in
the above-mentioned experiments with a known dielectric function [13,26]. It is important
that scanning electron microscope (SEM) and atomic force microscope (AFM) images
show a continuous coverage of TizC,Ty flakes predominantly oriented parallel to the
substrate. MXenes flakes parallel to Si-5iO2 substrates, as shown in [13], take place even for
thicknesses of less than 10 nm, corresponding to just a few MXene layers. A more detailed
description of the modeling method is provided in Section S2 of the SI. The resulting plots
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are accompanied with corresponding intensity maps (spatial distribution of electric field
normalized to the amplitude of the incident field). Throughout the paper the scale bars
on the right side of each inset correspond to the absolute value of the ratio between the
amplitude of the total electric field and the amplitude of the incident field. The direction
of wave incidence coincides with the Z-axis in the figures, and the electric field oscillates
along the Y-axis. In all of the calculations, MXene particles are embedded in air, i.e., the
effect of the substrate that could be important in certain experiments is not considered here.
We also compare our results with experiments performed with MXene films on substrates.
This approach is justified by the very small difference of the reflectance between common
substrates and MXene [13]. On the other hand, neglecting the role of the substrate of
MXene films is also justified by the fact that our results, which are based on experimental
values of the dielectric function from [26], match well with measured absorption data.

Calculation of the absorption in Ti3C, Ty in the range of 400 to 1600 nm, when the
single sheets are modeled as small oblate spheroids with a shape approximation to a
disk, are presented in the Supplementary Information of [19]. As shown for small MXene
particles of different thickness, in case of an electric field directed along the long axis the IBT
occurs at a wavelength of about 760 nm. This value is formed under the influence of strong
LSP absorption at longer wavelengths—the effect of “attraction” of peaks (see Figure S7a
in [19], and S1 Analytical approach of this paper). The calculations were also performed
with different aspect ratios (1) of spheroids in the case of light polarization along the short
axis and an IBT at 600 nm was identified. It was shown that for small nanoparticles, the
absorption of light polarized along the short axis is relatively weak and the “attraction” by
the TSP peak is negligible. Thus, for the polarization considered, the redshift of IBT peaks
does not appear, independently of 7 and in accordance with the experiment (see Figure S7b
in [18]).

In [26], for the wavelength range of 600 to 2100 nm the absorption spectrum of
unpatterned nanometer-thin MXene film was measured for TE polarization of incident
light. On the absorption curve, two maxima decreasing with the increase of wavelength
were observed at around 600 and 1000 nm (see red curve corresponding to unpatterned
MXene film in Figure 4c of [26]). To assess the thickness dependence of absorption cross-
section in unpatterned film, we performed COMSOL simulations for different heights of
single MXene disks. The result of calculations for the absorption in a TizC,Tx disk of 500 nm
diameter with a thickness of 14 nm using €(w) from [13] is presented in Figure 1. The
maxima in the short wavelength range of 640 nm, also observed in [26], corresponds to IBT.
Indeed, our calculations give the same value of 640 nm for the left-side maxima regardless
of nanoparticle shapes (see Figure 2, Figure S3), if the electric field polarization allows
excitation of only TSP. This behavior is expected since the absorption peak corresponding
to IBT always essentially dominates that of TSPs located nearby and therefore the IBT
resonance wavelength is not shifted. The second peak for the chosen polarization located at
1200 nm obviously corresponds to TSP resonance for a disk of a large aspect ratio [30]. Note
that this wavelength is very close to A = 1260 nm, satisfying the condition R[e(A)] = 0
for the €(A) measured in [13]. The minor shift here is conditioned by the contribution
of the imaginary part of €(w) into the polarizability. We also calculated the absorption
cross-section for the disk with a diameter of 1000 nm (see Figure S3) and found that the
resonances are located at the same wavelengths as for that with a diameter of 500 nm. This
is not surprising since also our analytic approach shows (see SI) that the peak position of
TSP resonance in a small particle does not depend on the diameter at large aspect ratios.
On the other hand, the peak values of absorption for a larger disk are four times higher,
which is a consequence of the four-fold increase of volume of the particle.
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Figure 1. Simulated absorption cross-section (CS) of TizC, Ty disk of diameter 500 nm with 14 nm
height. Inset: electric field intensity map at IBT resonance—640 nm.
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Figure 2. Simulated absorption CS of Ti3CyTx cylinder of diameter 500 nm with heights 200 nm
(blue) and 300 nm (red). Inset: electric field intensity map of cylinder of diameter 500 nm with height
300 nm at the wavelength of TSP resonance—1200 nm.

To counter for the effect of particle thickness, we calculated the absorption cross-
section of a cylinder of 1000 nm diameter and 300 nm height using the €(w) measured
in [26], where the nanoparticles of these sizes were experimentally studied. Herein, two
directions of electric field are applied—parallel and perpendicular to the base of the disk.
Interestingly, for parallel polarization, a new peak appeared next to IBT one (600 nm) at
around 1000 nm, which we attribute to quadrupole SP (QSP) absorption (see Figure 3).
Indeed, the penetration depth d of an incident wave defined by d=! = (27r/A) S[ii(A)]
(where A is the vacuum wavelength and 7i is the complex index of refraction) at A = 1000
nm takes a value of 100 nm. Obviously, the decrease and vanishing of the electric field
amplitude over the penetration depth and consequent fading of the dipolar polarization
of MXene along with propagation of light leads to an increase in the symmetry of charge
distribution. Indeed, the loss of axial symmetry leads to full isotropy of charge distribu-
tion allowing the excitation of higher multipoles. This creates favorable conditions (full
symmetry and appropriate value of QSP wavelength in the material) for inhomogeneity of
charge distribution. This causes the appearance of a quadrupole mode due to fluctuations
of charge distribution.
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Figure 3. Simulated absorption CS of TizC, Ty cylinder of diameter 1000 nm with height 300 nm.

Inset: electric field intensity map at the wavelength of QSP resonance—980 nm.

The wavelength A;, denoting the longitudinal oscillation induced by the pump wave
at 980 nm in the medium is determined by the formula A,, = A/+/R[e(A)] and gives
for A, = 363 nm. Such a value of A,; obviously allows the excitation of longitudinal
quadrupole mode in a cylinder with a diameter of 1000 nm. The excitation of the QSP
mode at a shorter wavelength than the dipole SP mode is well-known in the quasistatic
approximation [30]. The absorption cross-section of TE polarized light in unpatterned
MXene film was measured and two absorption peaks at around 600 nm and 1000 nm were
revealed (see Figure 4c of [26]). Our simulation for the same polarization of incident light
for the cylinder, as was mentioned above (see Figure 3), gives exactly the same maxima,
which we identify as IBT and QSP resonances, respectively. The close values of resonance
wavelengths of QSP for the unpatterned film and cylinder are conditioned by the fact that
the electric field strength of quadrupole charge distribution decreases very fast, in the
order of R~4, where R is the distance from the center of charge distribution to the point
of observation. This behavior of the field is associated with a weak dependence of the
sensitivity of QSP resonance on the shape of the nanoparticle. As can be seen from the
inset of Figure 3, for the considered polarization there should be a peak corresponding
to LSP resonance at much longer wavelengths. However, to demonstrate it, we need the
experimental dielectric function of MXene in that region, which is not yet available.

The increase in the absorption cross-section at longer wavelengths (A > 2400 nm)
is conditioned by the broadened weak LSP resonance. We interpret this behavior as a
consequence of the fact that the diameter of the cylinder is much larger than the mean free
path of charge carriers. In the inset of Figure 3 the presented electric field intensity map
corresponding to the peak wavelength of QSP absorption at 980 nm for the cylinder of
300 nm height shows inhomogeneous field distribution around the particle. This asym-
metry is caused by the extinction of the electric field along the propagation direction. The
occurrence of four maxima beneath the cylinder shown in the inset of Figure 3 (see also
Figure S7) indicates the excitation of a quadrupole plasmonic mode. We recall that the QSP
absorption is proportional to the fourth power of the resonator size, whereas the dipole
absorption of LSP is proportional to the square of resonator size. Our calculation shows
that due to that reason the QSP resonance is not excited in smaller cylinders. Particularly,
the simulation of the absorption cross-section for a cylinder with a diameter of 500 nm
and height of 200 nm does not indicate a QSP resonance (see Figure S4). However, for a
larger height of 300 nm, there appears a broad peak caused by a joint contribution of IBT
resonance and QSP oscillations.

For the perpendicular polarization (electric field is directed along the cylinder axis)
the change of cylinder diameters from 500 to 1000 nm and heights from 200 to 400 nm does
not cause qualitative differences in absorption cross-sections. In Figure 2 we present the
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results of calculations of absorption cross-section spectra of a Ti3C, Ty cylinder of diameter
500 nm with heights 200 nm (blue curve) and 300 nm (red curve) with an electric field that is
perpendicular to the disk base. Particularly, one can see a broadened absorption band due
to the joint contribution of three processes—the IBT, QSP and TSP modes. In addition, the
described behavior of the cross-section takes place for a larger particle (cylinder diameter
1000 nm) as well (see Figure S5).

To verify the possibility of the appearance of a QSP resonance in MXene, we also calcu-
lated the absorption cross-section of a large spheroidal particle (with semiaxes ¢ = 500 nm,
a = b =200 nm). As expected, a peak at 980 nm was revealed, indicating the appearance
of a QSP resonance (see Figure 4) in the spheroidal nanoparticle as well. The symmetry
braking of the field distribution with respect to the XY-plane typical for the QSP mode
can be observed in the inset of Figure 4. Note that the exhibited sharp rise of the cross-
section with wavelengths is due to LSP resonance for A > 2400 nm, which is typical for
sub-micrometer spheroidal nanoparticles.
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Figure 4. Simulated absorption CS of large spheroidal particle with semiaxes of 500, 200 and 200 nm.
Inset: electric field intensity map at quadrupole resonance wavelength, 960 nm.

Thus, the resonance wavelengths corresponding to QSP modes for a single cylinder
(Figure 3) and a spheroid (Figure 4) are very close to each other, which is a consequence of
insensitivity of QSP resonance on the shape of such a large nanoparticle.

Next, we apply the measured dielectric function of [13] to analyze the experimental
data of [25], where in the vicinity of 1.7 eV (730 nm) in the EELS spectrum of a triangular
Ti3C, Ty film a peak was ascribed to TSPs. To analyze this experiment, we look for the
positions of SP and IBT modes of a triangular 7.5 nm-thick MXene (using values of €(w)
from [13] for the thinnest available sample, i.e., 14 nm-thick film) by carrying out COMSOL
calculations. We found the absorption spectra for two geometries, corresponding to the
excitation of LSP and TSP resonances for the triangular sheet of sides of 300, 400 and
500 nm. In Figure 5 we present the spectra for the cases when the incident electric field
is directed perpendicular to the plane of the film to excite TSP (red curve), and when the
electric field is directed parallel to the plane of film (perpendicular to the longest side of the
triangle) to excite LSP (blue curve). We see that for the geometry close to the experimentally
studied one (by EELS), there are two peaks in each spectrum.
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Figure 5. Simulated absorption CS of 7.5 nm thick triangular Ti3C,Tx sheet with side lengths 300,
400 and 500 nm. For the ease of modeling, the triangles are capped at corners by arcs of 2 nm
curvature radius. Incident electric field is: perpendicular (TM polarization, red curve) and parallel
(TE polarization, blue curve) to the plane of sheet being perpendicular to the hypotenuse. Insets:
electric field intensity maps placed above each curve, at the excitation wavelengths of 680 nm for the
red one, and 780 nm for the blue.

The maxima at longer wavelengths correspond to TSP, at 1215 nm (red curve) and
LSP, exceeding 2300 nm (blue curve). As expected, the LSP peak is much stronger than
the TSP. We interpret the peaks at shorter wavelengths on both curves in the range of 650
to 800 nm in Figure 5 as IBT, based on the following reasoning. First, when the electric
field is directed perpendicularly to the film plane our calculations for the triangular sheets
of differing thickness from 7.5 to 30 nm give the same peak at the wavelength of 600 nm.
Obviously, this is because the IBT peak values, which depend solely on material properties,
are stronger and cannot be shifted by the weaker TSP resonance peaks located at higher
wavelengths. Note that the maxima of IBT peaks for two polarizations in Figure 5 do not
match since the higher peak of LSP, unlike TSP, causes a redshift of IBT maxima by 140 nm
(effect of “attraction” of peaks, see SI—Analytical approach). Thus, we can state that the
detected peak at 1.7 eV in EELS spectra of Ti3C,Tx [25] is due to IBTs. It can also be seen
from Figure 5 (blue curve) that the values of the LSP resonance absorption cross-section
are much higher (25 times) than the TSP peak around 1200 nm. This could be the reason
why the TSP resonance was suppressed in the EELS spectrum of [25]. Note that in case
of excitation of SP, higher multipoles cannot be optically excited because of the shortness
of the propagation length (7.5 nm) compared to penetration depth. The peak at 0.66 eV
in the EELS spectrum prescribed to the QSP mode (see Figure 1 in [25]) arises due to
the strong inhomogeneity of the field created by the electron beam. Dissimilar to that,
the QSP mode of the cylinder revealed in this study (Figure 3) appears because of light
intensity decay during prorogation in the nanoparticle. Interestingly, these two physical
mechanisms of inhomogeneity excite QSPs at very different wavelengths. The direction of
light propagation for the case of TM polarization is parallel to the plane of the triangle and,
consequently, the absorbing area is much smaller than for the TE polarization where the
light incidence is normal to the triangle. Thus, the electric field intensity in the vicinity of
the triangle in TE case is much stronger than in the TM case, as demonstrated in the insets
of Figure 5.
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Thus, the interpretation of the peculiarities of spectra of ML MXene sheets exploiting
the measured dielectric function provides good agreement with a wide range of wave-
lengths, namely 500 to 2500 nm, and predicts the appearance of QSP in large nanoparticles.

4. Calculation of Optical Spectra of Coupled Ti3C,Tx Nanoparticles

It is known that large and spatially confined electromagnetic enhancement effects can
be reached only for the case of strongly coupled nanoparticles such as dimer configura-
tions [31]. Using experimental data for the dielectric function of Ti3C, T measured in [26]
we also calculate the optical absorption in coupled particles that can present interest for
reaching large values of enhancement factors of SERS. This type of physical enhancement
mechanism commonly termed as hot-spots is important to consider for material design in
practical applications.

To reveal the peculiarities of LSP resonances in coupled MXene nanoparticles, we
calculated the absorption spectra of two identical interacting spheroidal TizC, T particles
in an end-to-end configuration at separations of D = 0.8nm, D = 1.0nm and D = 1.5nm.
The corresponding semiaxes of the particles are: (a) (20 nm, 5 nm, 5 nm), (b) (25 nm, 5 nm,
5nm) and (c) (30 nm, 5 nm, 5 nm). The electric field of the light is again directed along
the symmetry axis of the system. The results of the COMSOL simulation are presented in
Figure 6. The positions of the IBT peaks around 760-780 nm did not change significantly
when varying the aspect ratios of spheroids and the interparticle separations, since the IBT
and LSP peaks’ separation is large.

10+
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d ==c=20nm,D=1nm
c¢=20nm,D=15nm
e = 25 NM, D = 0.8 nm
e =25nm,D=1nm
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Figure 6. Simulated absorption CS of coupled MXene nanospheroids in end-to-end configuration
with equal short semiaxes (2 = b = 5 nm) and varying long semiaxis (¢ = 20, 25 or 30 nm).
Inset: electric field intensity map in the case of coupled spheroids with semiaxis ¢ = 25 nm and
a = b = 5nm, irradiated by parallel electric field at 760 nm.

However, contrary to IBT, the LSP peaks were drastically redshifted. It is interesting
that the proposed simple model consisting of coupled Ti3C, Ty ellipsoids for the SP reso-
nance energy of 0.59-0.73 eV is in good agreement with the results observed in EELS [16]
and optical absorption experiments [19]. The corresponding electric field intensity map at
760 nm, presented in the inset of Figure 6, clearly demonstrates the hotspot induced by
IBT polarization.

Note that when aspect ratios of spheroids increase from 17 = 4 to 17 = 6 (the semiaxis
c varies from 20 to 30 nm), peak positions of LSP resonances shift by 100 nm for all
interparticle separations. Furthermore, the peak positions of the absorption in the range of
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LSP resonances depend weakly on the interparticle separation. Thus, the corresponding
shift for different separations makes no more than 50 nm for all three values of = 4,5, 6.
Consequently, the main peculiarities of the SP absorption spectrum can be prescribed to
the geometry of a single nanoparticle of MXene rather than the random spatial deposition
of their plurality on the substrate. Hence, for small nanoparticles wherein the spatial
dependence of the EM field in the ignored, the simple model allows to describe the optical
properties of individual MXene sheets. Note that the spectral shift of coupled SPs in the
MXene dimer (50 nm in considered case) is smaller than that of the coupled noble metallic
nanoparticles [32]. This difference is due to a higher density of free charge carriers in noble
metals as compared to MXene.

To see how the peculiarities revealed above can change in the case of relatively large
particles, we further carried out simulations of the absorption spectra for the identical
coupled MXene ellipsoids of semiaxes ¢ = 100 nm, 4 = 40 nm and b = 10 nm. The
calculation results presented in Figure 7 show that the absorption spectrum of medium-
sized coupled ellipsoidal particles still does not contain QSP resonance.
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Figure 7. Simulated absorption CS of coupled identical MXene ellipsoids with semiaxes ¢ = 100 nm,
a = 40 nm and b = 10 nm. Insets: electric field intensity maps at IBT maxima—~800 nm and LSP
resonance at 2030 nm.

The optical spectrum of a single ellipsoid of the same size, presented in Figure S6 of
the SI, confirms that the IBT resonance wavelength is the same as that in Figure 7 while
the LSP resonance appears redshifted by 200 nm. This consistent IBT peak in the range of
700-800 nm (irrespective of particle size or colloidal solution concentration) is in accord
with the UV-vis absorption results of TizC, Ty often reported in the literature.

In order to assess the possibility of the appearance of QSP resonance in interacting
MXene nanoparticles, we also simulated the absorption in notably larger coupled spheroids
with semiaxes: 500, 200 and 200 nm. The results for the end-to-end configuration of
spheroids with an inter-particle gap of 1.5 nm, when the incident electric field is directed
along the long axis, are presented in Figure 8. They clearly show the existence of a QSP
mode at 980 nm, analogous to those revealed for the single cylinder and spheroid (see
Figures 3 and 4).
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Figure 8. (A) Coupled spheroids with semiaxes of 500, 200 and 200 nm in end-to-end configuration.
Electric field intensity maps at TSP maximum—1780 nm in the XY-plane (B) and YZ-plane (C)
are presented.

Interestingly, as can be seen from Figure 8A, in addition to LSP at resonance wave-
length A > 2300 nm (the highest field strength at the far apexes of spheroids) and the
quadrupole resonance detected at 980 nm, there is also a new resonance at 1780 nm. We
attribute this resonance to longwave transversal plasmon oscillations, the mechanism of
occurrence of which differs significantly from the classical one. The point is that typically
the directions of the external field and plasmon oscillations coincide and correspondingly
the transversal plasmon oscillations should not occur when the electric field of light oscil-
lates along the long axis of coupled spheroids. The physical mechanism of excitation of
TSP when the directions of incident electric field and SP oscillations are orthogonal is the
following. In the center of the symmetry of the quadrupole charge distribution a repulsive
alternating force appears orthogonal to the incident electric field (see schematics in SI 2).
It is this force that causes dipole transversal plasmon oscillations in both spheroids. It is
easy to see from the electric field intensity maps of Figure 8B,C that there is an attraction
between the transversal plasmons, which is also demonstrated in SI 2. Thus, the QSP-TSP
coupling in each spheroid and TSP-TSP hybridization in interacting spheroids lead to a
strong redshift of the new TSP resonance wavelength.

Figures 8B,C apparently demonstrate the occurrence of the TSP mode in the high field
intensity regions close to middle parts of spheroids. A small shift of bright regions from
the centers of spheroids is a consequence of attraction between counter-phase oscillating
transversal dipoles. Moreover, Figure 8C clearly shows the shift of all induced dipoles in
the incident wave propagation direction.

Furthermore, in Figure 9 the electric field intensity maps at QSP maximum (980 nm)
in the XY-plane (A) and YZ-plane (B) are presented. Note that the resonance wavelength of
QSP remains the same for single and coupled nanoparticles.
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Figure 9. Electric field intensity maps at QSP maximum—980 nm in the XY-plane (A) and YZ-plane (B).

It is important to mention that as a result of strong coupling of QSP and induced TSP
modes, as follows from Figure 8A, there appears a Fano dip at 1440 nm. The lowest mini-
mum at 1440 nm in strongly interacting nanoparticles (Figure 8) is a result of destructive
interference between QSP and TSP modes, which is a manifestation of Fano resonance [33].
Moreover, the attraction between dipoles induced by TSP oscillations in two spheroids is
clearly demonstrated. In Figure 8C the symmetry of intensity distribution with respect
to incident electric field is violated, obviously demonstrating the appearance of a QSP
resonance. Furthermore, in Figure 9 the electric field intensity maps at QSP maximum
(980 nm) in the XY-plane (A) and YZ-plane (B) are presented. Note that the resonance
wavelength of QSP remains the same for single and coupled nanoparticles.

It can be seen from Figure 10A that the dipole and QSP modes are suppressed (“dark”
mode in Fano resonance), whereas Figure 10B shows that the energy is cumulated in the
TSP mode (“bright” mode). Unlike the 1780 nm wavelength, the field distribution around
the hotspot at the Fano resonance (1440 nm) is negligibly small, since the transversal dipoles
oscillate counter-phase and their cumulative superimposed field vanishes. Our result is
different from conventional Au nanoparticle systems where the Fano resonance appears
only in the case of non-identical small nanoparticles (with sizes less than the wavelength of
the incident wave) [34]. It is clear, however, that in a realistic case of non-identical large
interacting MXene flakes a Fano resonance can take place as well. The small asymmetry in
the Fano deep, is a consequence of the moderate difference between the damping constants
of the two modes considered.

max

min min

Figure 10. Electric field intensity maps at Fano resonance—1440 nm in the XY-plane (A) and YZ-plane (B).

Summarizing, all optical phenomena taking place in the visible and infrared ranges
for arbitrary geometries of ML MXene single and coupled particles originate via strong
polarization induced by IBT, QSP and TSP resonances. We stress that the QSP resonance

in the absorption spectrum yields stronger peaks than the TSP. Moreover, the plasmonic
behavior of this MXene starts not at the TSP resonance but at a shorter wavelength (980 nm).
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5. Discussion

Experimental MXene 2D flakes present a large shape variety, depending on the fabri-
cation conditions. It is therefore not easy to define a general shape for samples appropriate
for all experiments. Hence we tried to model several flake shapes to see what kind of
shape-dependent peculiar plasmonic effects are also evidenced in experiments. We studied
the absorption spectra of MXene nanoparticles with shapes and sizes matching those
studied experimentally. Thus, we considered both thin and thick samples.

The substrate was not taken into account in our simulations. Although we have
used a homogeneous medium with a refractive index of n = 1 (air), this situation is
similar to MXene flakes suspended in aqueous solution (the refractive index of water in
the green region of the visible spectrum is 7 ~ 1.33). On the other hand, the MXene films
in [13,26] were deposited on quartz, glass, and SiO, /Si. As was shown experimentally, the
difference in the reflectance between TizC, Ty and quartz at A = 550 nm is only 4.7% (see
Figure S5 in the SI of [13]). Not taking into account the role of substrate of MXene film in
the interpretation of absorption spectra can be largely justified by the fact that our results,
which are based on experimental values of the dielectric function from [26], match well
with measured absorption data.

In the analysis of EELS spectra of MXenes it is important to stress that the energy
loss experiments allow revealing all resonances of the sample. However, in some parts
of experimental EELS spectra of ML MXenes, it is difficult to distinguish closely located
maxima, such as resonances corresponding to IBT and TSP. On the other hand, optical
absorption spectra expose the resonances selectively, depending on the polarization of
incident light. Thus, for exciting TSP in optical experiments the electric field of the light
wave should have a component perpendicular to the surface of the flake. Accordingly,
changing the polarization of light will allow the identification of the TST mode revealed in
EELS experiments. As for the peak frequency of IBT, it is independent on the geometry of
the sample and is determined only by the dielectric properties of the material. Consequently,
this resonance appears in both experiments.

To study the interaction of MXene sheets closely placed on the substrate, we considered
coupled large nanospheroids with semiaxes of ¢ = 500 nm, b = 200 nm and a = 200 nm in
the end-to-end configuration under plane wave irradiation, as depicted in Figure 7. The
polarization is along the Y-axis and the propagation is along the Z-axis. Since the particle
lengths are large enough compared to the penetration depth, higher multipole plasmon
oscillations can be excited together with dipole LSP. In the case considered, quadrupole
oscillations occur, since the QSP wavelength A, = A/R[n(A)] = 366 nm for A = 980 nm
is less than half the long axis of the spheroid. Here # is the refractive index of the MXene.
The configuration of dipole and quadrupole LSP in each spheroid is presented in the
Figure 8A,B. Furthermore, the TSP mode in the system is excited due to repulsion forces
acting on the free carriers in the center of symmetry of the quadrupole charge distribution.
Thus, a new mechanism of excitation of the longwave TSP at A = 1780 nm by an external
electric field perpendicular to the direction of charge oscillations is presented. We note that
this mechanism strongly differs from that inducing classical transversal oscillations.

In order to observe the typical asymmetric Fano dip characteristic of atomic ionization
resonances, as well as in very small interacting nanoparticles, one needs narrow resonance
and a continuum, which leads to the strong asymmetry. Obviously, in identical and
very small interacting nanoparticles, when the damping of both rates is the same, a Fano
resonance does not arise. However, for identical and large enough nanoparticles a Fano dip
with a small asymmetry appears, when plasmonic modes (in our case QPS and induced
TSP) are excited. The small asymmetry in our results is due to the small difference between
the damping constants of two modes. Contrarily to atomic systems, in experiments and for
some configurations of interacting metallic nanoparticles it is possible to detect the Fano
dip with a small asymmetry, which was demonstrated theoretically is our study. In sensing
applications of MXenes it is interesting to analyze the quality factor of resonances. It can
be calculated using the method presented in [35].
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6. Conclusions

Incorporating the experimentally measured dielectric function of TizC,Tx MXene, we
performed simulations of optical absorption spectra of 2D nanosheets and showed that
the main peculiarities of recently reported electro-optical experiments in the vis-infrared
range can be reproduced. Moreover, some details of electron energy loss spectra in a
the range of low eV energy, particularly concerning the inter-band transition wavelength
range, were clarified. The resonance wavelengths of dipole longitudinal and transversal,
as well as quadrupole surface plasmon oscillations in MXene nanosheets of different
geometries, were identified. It was shown that the resonance wavelength of the dipole SP
mode for large nanoparticles can be tuned up to the 1700 nm range, and that of a rather
strong quadrupole mode can be as short as 980 nm. We demonstrated that the plasmonic
phenomena of the TizC,Tx MXene occurs at the quadrupole SP resonance wavelength, that
is, at a shorter wavelength than that of the transversal one. A new mechanism of excitation
of TSP oscillations by an orthogonal external electric field was presented. Owing to a strong
quadrupole-transversal SP interaction, the possibility of realization of Fano resonance in
coupled large spheroidal nanoparticles was demonstrated for the first time, indicating a
new direction for exploring additional optical resonance effects in MXenes.
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Abstract: This paper proposes a scheme to determine the optical dispersion properties of a medium
using multiple localized surface plasmon resonances (SPR) in a D-shaped photonic crystal fiber
(PCF) whose flat surface is covered by three adjacent gold layers of different thicknesses. Using
computational simulations, we show how to customize plasmon resonances at different wavelengths,
thus allowing for obtaining the second-order dispersion. The central aspect of this sensing config-
uration is to balance miniaturization with low coupling between the different localized plasmon
modes in adjacent metallic nanostructures. The determination of the optical dispersion over a large
spectral range provides information on the concentration of different constituents of a medium,
which is of paramount importance when monitoring media with time-varying concentrations, such
as fluidic media.

Keywords: surface plasmon resonance; photonic crystal D-shaped fiber; refractive index sensor;
dispersion sensor; second-order dispersion sensor

1. Introduction

Surface plasmon polaritons are electromagnetic modes that arise from the coupling
between photons and free-electron oscillations at a conducting surface [1]. The practical
excitation of a surface plasmon resonance (SPR) promotes the confinement of optical power
at subwavelength dimensions and represents a milestone in the development of nano-
optical sensors. Since surface plasmon modes are quite dependent on the refractive index
of the surrounding medium, higher levels of sensitivity and resolution in a broad spectral
range can be reached, which is the central reason for the huge effort dispended in related
studies in the two last decades [2]. As a result, the losses variations and mode phase shifts
can be used to describe medium properties in terms of its refractive index [3].

A conventional SPR prism-based sensor, although rather efficient to excite surface
plasmon modes [4,5], suffers drawbacks due to its bulky size, which hampers remote
sensing applications, and high-cost fabrication process. As an alternative, a common
configuration consists of an optical fiber with partial cladding removed for the deposition
of a thin metallic layer. The plasmonic resonance is achieved when the fiber core guided
mode phase is equal to the surface plasmon mode phase at the conducting surface. Multiple
sensing devices are designed to reach this condition as tapered fibers, grating-based fiber
sensors and D-shaped fibers. In [6], a tapered optical fiber covered by gold nanoparticles is
applied for biomolecular sensing. By its turn, the deposition of gold nanoparticles over
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a grating fiber sensor provides a highly sensitive and selective platform, which is quite
useful for chemical applications [7,8]. In [9], a surface plasmon resonance sensor operating
at the near-infrared band is constructed by coating the flat face of a D-shaped optical fiber
with a graphene-based metal oxide layer.

Photonic crystal fibers (PCF) are highly suitable to excite and enhance surface plasmon
resonances due to their unique characteristics, such as fine control of the evanescent field
penetration into the conducting medium and high mode confinement with a large mode
area [10-12]. A PCF has an arrangement of air holes periodically distributed over its cross-
sectional area. The light waveguiding is favored by inserting a defect in the set of air holes.
The modal properties of the fiber are extremely influenced by the structural parameters,
such as the diameter of the air holes and the distance between them. Several designs of
SPR sensors based on D-shaped PCF with high levels of sensitivity and resolution have
been reported [12-15]. However, to the best of our knowledge, all these sensors are used
to interrogate the average refractive index or a specific wavelength of the surrounding
medium, with no further information regarding the wavelength dependence of the analyte.

We reported a D-shaped PCF with two gold slabs [16] whose response has a highly lin-
ear dependence on the plasmonic resonances with the first-order dispersion. The designed
dispersion sensor finds potential applications for the investigation of changes in fluidic
media over time, for instance. This is because small variations on the chemical composition
produce subtle changes in the dispersion relation of the medium [17,18], which cannot be
roughly monitored by conventional refractive-index-based sensors.

In this work, we investigate theoretically the viability of applying an SPR sensor based
on a D-shaped PCF to monitor the second-order dispersion of an optical medium. The
design is projected to provide three distinct and independent plasmonic resonances. This
is obtained by depositing three gold slabs with different thicknesses on the top of the
core region at the flat surface of the PCF. The sensing response is taken by the changes
in the amplitude of the resonance peaks and the distance between them for parabolic
dispersive profiles. Our final goal is to demonstrate a relationship between the sensor
response with the input second-order dispersive medium. In the following sections, we
detail the modeling of the SPR sensor based on a D-shaped PCF and discuss the results for
second-order dispersion sensing.

2. Designed Structure and Modeling

The cross-section of the proposed sensor is shown in Figure 1. It is composed of a
hexagonal arrangement of air holes in silica background. The fiber core (the central region
with an absence of air holes) has a diameter of 5 um, the pitch (distance between two
adjacent air holes) is A = 2 um and the diameter of each air hole is related to the pitch
by d/0.88 = A. This type of D-shaped structure can be obtained by the stack-and-draw
process [19] followed by a side-polishing or controlled etching technique [20]. Three gold
slabs of equal width w = 1.5 pm but with different thicknesses (t; = 40 nm, t, = 15 nm and
t3 = 30 nm) are deposited on the flat surface of the fiber, which can be performed in practice
by the CVD (Chemical Vapor Deposition) process [21].

The Finite-Element-Method-based software COMSOL Multiphysics [22] is applied
for the numerical modeling. The computational domain comprises the cross-section of
Figure 1a with diameter D = 24 um, truncated by a 0.1D thick PML (Perfectly Matched
Layer). More specifically, the Wave Optics package in the frequency domain is applied
to carry out 2D computational simulations to obtain the eigenvalues of the Helmholtz
equation in the angular frequency w:

V2 E(r,,w) +k%(e(w) —ngff)E(rJ_,w) =0 1)
where ky is the magnitude of the free-space wavenumber and ¢ is the complex frequency-

dependent relative permittivity. E(r,,w) is the modal electric field distribution at the
position r| perpendicular to the direction of light propagation. The expression for e
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depends on the region at which (1) is solved. The complex effective index 1,y is the result
of the modal fields that arise from the coupling between the fundamental fiber mode and
the plasmonic excitations at the boundaries of the gold layers. While the real part of 7,
refers to the mode phase, the imaginary part is related to the losses experienced by the
confined mode as the fields are tunneled through the gold slabs.

PML
m ANALYTE
m SILICA

(b)

Figure 1. D-shaped photonic crystal fiber with three gold slabs. (a) Perspective view of the sensor
with diameter D = 24 um, diameter of air holes d = 1.76 um and A =2 pm. The outermost layer that
encloses the entire domain corresponds to a 0.1D thick PML. (b) Highlight of the three gold slabs
deposited on the top of the flat face of the PCF. They present an equal 1.5 um width but with different
thicknesses: t; =40 nm, t; = 15 nm and t3 = 30 nm.

For accurate modeling, the dispersive character of all materials in the sensing struc-
ture has to be considered. The refractive index of silica is computed from the Sellmeier
equation [23] and the air region is modelled by a constant refractive index n,;, = 1. Drude—
Lorentz formalism [24], which is an improvement on the original Drude model, is used to
characterize the dispersive character of gold. This model provides a better approach to the
corresponding experimental data:

wp AeQ?

- — 2
w(w + i) (w2—0%>+ier @

epy(w) = €0

The parameters wy = 2155.6 THz and y = 15.92 THz are the plasma frequency and
damping factor, respectively, and e« = 5.9673 stands for the residual polarization of gold at
high frequencies. The parameters in the correction factor are Ae = 1.09, )y = 650.07 THz
and T'; = 104.86 THz [24].

The modeling approach allowed for solving (1) without the requirements of significa-
tive computational efforts and extensive time consumption.

3. Results
3.1. Sensitivity Performance Analysis

In the sensing platform schematically depicted in Figure 1, the resonance condition is
achieved when there is phase-matching between the fundamental fiber mode and surface
plasmon mode. Due to this phenomenon, the spectral confinement loss presents a peak,
which is related to the fact that the amount of modal energy penetrating into the gold layers
is maximal. When the refractive index of the analyte changes, the wavelength that satisfies
the resonance condition also changes. In Figure 2, the imaginary part, expressed in terms
of the spectral losses, and the real part of the effective indexes of the fundamental fiber
mode and plasmonic modes are shown for an analyte with dispersive parabolic refractive
index Rigpgryte = 741 ¥ 107°A% — 0.0083A + 3.65, with the wavelength A measured in
nanometers. The effective indexes were computed from the numerical modeling described
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previously applied to the solution of (1) over the entire sensing structure. At the resonance
wavelengths, the effective indexes of the surface plasmon mode and fiber mode present
the same real part due to phase-matching and, as a consequence, the spectral losses of the
fiber mode reach a peak. These modes are uncoupled at non-resonance wavelengths, and
the corresponding effective indexes are completely distinct. By adding metallic layers of
different thicknesses, several resonant peaks are expected in the spectral losses. In Figure 2,
the real part of the effective index of the fundamental mode intercepts SPP modes at the
wavelengths 568, 586 and 632 nm, respectively. Even though the fundamental mode of the
PCF is degenerate for two orthogonal polarizations, only the polarization perpendicular to
the gold interfaces allows for the excitation of plasmonic modes.
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Figure 2. Dispersion curve of the fundamental fiber mode and SPP modes for a variable refractive
index with parabolic profile analyte Rigygpyre = 7-41 X 107°A2 — 0.0083\ + 3.65. Ypo1 is the perpen-
dicular polarization to the gold slabs. The insets show the intersections between the dispersion curve
of the fundamental Y, fiber mode and the plasmonic mode at the gold interfaces.

In [16], we have explored the dependence of SPR spectra on the first-order dispersion
profile of the refractive index of the analyte. In the present work, we focus on the relation
of the second-order dispersion with the spectral response of the sensor. For that purpose,
we carried out computations of the SPR spectral losses for three dispersive characters:
constant refractive index, normal dispersion and anomalous dispersion. The spectral losses
of the SPR D-shaped PCF with three gold slabs and their dispersion regimes are shown in
Figure 3. For a constant refractive index equal to 1.36 (solid red line), three distinct regions
of maximum absorption appear (solid blue line) due to the nonuniformity in the thickness
of the three gold slabs at the flat face of the sensor.

Moreover, we consider two arbitrary media with parabolic dispersion profiles of
opposite concavities. In Figure 3, the dotted blue line represents the spectral losses due to
the anomalous dispersion curve (dotted red line), while the dashed blue line is related to
the normal dispersion curve (dashed red line). Just as in the case of the constant refractive
index, there are three distinct resonance wavelengths for a dispersive index. It is also
observed that the magnitude of the losses and the distance between resonance wavelengths
is influenced by the dispersion profile.

In a comparative analysis in the case of a constant refractive index, the distances
between the wavelengths of the three peaks decrease for the normal dispersion and the
amplitude losses increase at 582 and 593 nm. On the other hand, the anomalous dispersion
curve leads to a larger difference between resonance wavelengths but to smaller amplitude
losses at 568 and 586 nm. For the resonance peak at 632 nm, losses remain close for the
different dispersion profiles.
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Figure 3. Dispersion profiles and related spectral losses of the SPR D-shaped PCF with three
gold slabs. Solid lines represent the case of a constant refractive index of 1.36 and correspond-
ing spectral losses. The second-order anomalous and normal dispersion regimes are expressed by
Riguatyte = 741 x 1070A% — 0.0083A + 3.65 and Rigyqiyse = —7-41 x 1076A% +0.0083) — 0.93, re-
spectively. Their related spectral losses are represented by dotted lines and dashed lines, respectively.

3.2. Sensing Response at Second-Order Dispersion

To access the ability of the sensor in retrieving the second-order dispersion of a
medium, we applied the multivariate polynomial regression model [25] to obtain the
coefficients a, b and ¢ of the general quadratic expression Rigayre = aA? 4 bA + ¢ from
nine parameters obtained from computed SPR spectra, namely: the amplitudes of the three
SPR peaks, the corresponding resonance wavelengths and the distances between these
wavelengths. The numerical computation of the SPR spectrum was carried out for 270
distinct parabolic dispersion curves in order to achieve a dataset able to ensure an accurate
fitting. The multivariate polynomial regression equation to achieve the coefficients f;,, can
be written in the form as [25]:

y:/30+,31X1+ﬁ2X2+...+‘B54X54+8 3)

where y is the vector containing the parabolic profile parameters (specifically, the a’s, b’s
and ¢’s), B are the multivariate polynomial regression coefficients, x},s are the vectors
containing the simulated parameters, specifically, the resonance amplitude for the three
peaks, the wavelength peak for the three resonances and the product among themselves.
The independent term ¢ is related to the errors.

As an example, Figure 4 shows the points retrieved by applying the multivariate
polynomial regression to the SPR spectral parameters for both dispersion regimes.

To characterize quantitatively the performance of the fitting model, we computed
the error in estimating the parabolic coefficients a, b and ¢ (Rigaryte = aA? +bA +c) from
the multivariate linear regression model. The histograms depicted in Figure 5 show the
Gaussian distribution of the error, which is centered at 0 for the three coefficients. To
compare the quality of the regression model for future works, we also calculated the full-
width half-maximum for the histograms: 0.1503, 0.0894 and 0.1521 for the parameters a, b
and ¢, respectively. Moreover, the calculated determination coefficients R? = 0.908129 for a,
R? =0.905276 for b and R? = 0.901035 for c demonstrate a reasonable level of accuracy for
the estimative of the parabolic dispersion curve from the SPR spectral parameters for the

proposed sensing platform.
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Figure 4. Comparison between two examples of the parabolic curves for normal and anomalous dispersions (continuous
lines) and the data estimated using the coefficients calculated by the multivariate linear regression (dotted lines).
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Figure 5. Distribution of the error in estimating the parabolic coefficients of the refraction index expression Rigygyre = aA? +
bA + c: (a) coefficient a, (b) coefficient b and (c) coefficient c.

4. Conclusions

The characterization of the optical dispersion of the refraction index over a large spec-
tral range can be useful in the determination of the concentration of different constituents
of a medium, which is particularly relevant when monitoring media in real time. By adding
three gold slabs of different thicknesses at the flat face of the D-shaped photonic crystal
fiber, we were able to characterize the second-order dispersion of a medium from the
excitation of multiple surface plasmon resonances. This new approach is able to determine
the non-local spectral character of the refraction index of realistic media, such as fluids
whose composition varies with time. Moreover, since the surface plasmon resonances
are excited at distinct spectral channels, the sensing structure can be used to determine
simultaneously more than one parameter.
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Abstract: There are extensive studies on the development of composite solutions involving various
types of materials. Therefore, this works aims to incorporate two polymers of nanocrystalline
cellulose (NCC) and poly(3,4-ethylenethiophene) (PEDOT) to develop a composite thin film via the
spin-coating method. Then, Fourier transform infrared (FTIR) spectroscopy is employed to confirm
the functional groups of the NCC/PEDOT thin film. The atomic force microscopy (AFM) results
revealed a relatively homogeneous surface with the roughness of the NCC/PEDOT thin film being
slightly higher compared with individual thin films. Meanwhile, the ultraviolet/visible (UV /vis)
spectrometer evaluated the optical properties of synthesized thin films, where the absorbance peaks
can be observed around a wavelength of 220 to 700 nm. An optical band gap of 4.082 eV was
obtained for the composite thin film, which is slightly lower as compared with a single material
thin film. The NCC/PEDOT thin film was also incorporated into a plasmonic sensor based on the
surface plasmon resonance principle to evaluate the potential for sensing mercury ions in an aqueous
medium. Resultantly, the NCC/PEDOT thin film shows a positive response in detecting the various
concentrations of mercury ions. In conclusion, this work has successfully developed a new sensing
layer in fabricating an effective and potential heavy metal ions sensor.

Keywords: nanocrystalline cellulose; poly(3,4-ethylenedioxythiophene); structural properties; optical
properties; surface plasmon resonance

1. Introduction

To achieve success in research or experiment, the selection of materials and methods
is very significant to ensure the project will be able to accomplish its objectives at the end
of the process. Therefore, until recently. researchers have always sought the novelty of
materials as a fundamental property to verify the quality of research. Hence, nanocrys-
talline cellulose (NCC) is one of the novel materials that has been intensively studied in
recent years. This biopolymer is a cellulose nanocrystal that has a diameter of 1-5 nm
and a length of 150-300 nm [1,2]. As the highlight, it can be synthesized from a variety of
natural resources via an acid hydrolysis process [3,4]. Owing to many beneficial properties
such as biodegradability, biocompatibility, and low toxicity [5-8], this material has great
potential to be applied in various fields including industrial sectors, drug delivery systems,
pharmaceutical industries, and sensors [9-16]. However, the potential of NCC can be
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seen to be further developed through incorporation with other materials to enhance the
effectiveness and usefulness in certain fields.

On the other hand, conducting polymers have gained tremendous attention from re-
searchers owing to their unique characteristics. Although there are several examples of con-
ducting polymers, for instance, polyaniline and polypyrrole, poly(3,4-ethylenedioxythiophene)
(PEDOT), which is selected for this work [17,18], has additional properties. Compared with
other conducting polymers, PEDOT possesses excellent properties thanks to its good con-
ductivity, excellent chemical and electrochemical properties, and high transparency [19-27].
Therefore, in light of these advantages, this polymer has been largely explored for a wide
range of applications including batteries, transistors, light-emitting diodes (LEDs), and
optical sensors [28-31]. Ravit et al. (2019) had successfully investigated the combination
of NCC and PEDOT film using the electrochemical polymerization method to develop a
supercapacitor [32]. However, as far as we are aware, there is no published work on this
synthesized thin film as a sensing layer for the plasmonic sensor for metal ions’ detection. In
addition, optical spectroscopy including photoluminescence, inductively coupled plasma
mass spectroscopy (ICP-MS), optical metasurfaces-based sensor, and surface-enhanced
Raman spectroscopy (SPR) is hampered by some drawbacks [33-36]. Surface plasmon
resonance (SPR) is a simple and sensitive plasmonic-based sensor, where it is considered
as one of the complementary sensors that offer excellent potential sensing. Furthermore,
it has advantageous characteristics such as inexpensive, rapid response time, label-free
technique, high sensitivity, and the ability to detect the analyte at very low concentra-
tions. In this plasmonic-based sensor, several configurations have been introduced include
grating coupler [37], optical fiber-based [38,39], optical waveguide system [40], and prism
coupler [41,42]. The Kretschmann configuration in a prism-based system is commonly
used because the metal thin film is attached directly to the prism without any gap. This
sensor has been applied in numerous studies for various kinds of detection such as dengue
viruses [43-45], glucose [46,47], heavy metal ions [48-54], and phenol [55,56].

Hence, as part of this research, the NCC/PEDOT thin film was prepared via the
spin-coating method, followed by its further characterization to analyze the structural
and optical properties using atomic force microscopy (AFM), Fourier transform infrared
(FTIR), and ultraviolet/visible (UV /vis) spectroscopy. Then, the composite material will be
incorporated into a plasmonic sensor based on SPR to determine its potential as a sensing
thin film. The potential sensing of the NCC/PEDOT thin film will be observed and proven
based on the graph of reflectance against the incidence angle when in contact with various
concentrations of the analyte.

2. Experimental Section
2.1. Materials and Reagents

Nanocrystalline cellulose (NCC) powder, mercury standard solution, and poly(3,4-
ethylenedioxythiophene)-poly(styrenesulfonate) (PEDOT /PSS) were supplied by Sigma-
Aldrich (St. Louis, MO, USA). All the chemicals used in this experiment were of analytical
grade and were used without further purification. Then, a high refractive index prism of
1.77861 at 632.8 nm and glass coverslips (24 mm x 24 mm x 0.1 mm) were purchased from
Menzel-Glaser (Braunschweig, Germany) and used as received.

2.2. Preparation of Thin Film and Analyte

To prepare the thin film, initially, 5 g of NCC was dissolved in 100 mL of deionized
water and stirred for 24 h using a magnetic stirrer to ensure that the powered NCC was
fully dissolved. Later, the composite solution of NCC/PEDOT was synthesized by mixing
1 mL of the prepared NCC solution with 1 mL of the commercially purchased PEDOT /PSS
solution, and the resulting mixture was placed into a reagent bottle for storage purposes.
Before depositing the composite solution onto the glass slip, the glass coverslips must be
cleaned using acetone solution to eliminate any fingerprint marks or dirt. Then, the glass
slip was coated with a 50 nm gold layer using the sputter coater model K575X with 20 mA
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of current and 2.2 kV of voltage. Eventually, another coating process was performed on the
gold layer to accomplish the fabrication of the sensing thin film. Hence, the NCC/PEDOT
solution was placed on the gold thin film and then spun for 30 s using the Spin Coating
System, P-6708D, which operated at 3000 rpm, to ensure that a thin layer was coated and
covered evenly on a gold film.

Continuing with the analyte, various concentrations of mercury ion were employed
throughout the experiment. The deionized water and standard solution of mercury ion at
a concentration of 1000 ppm were involved in the preparation of various analyte concentra-
tions. To produce the concentrations of 0.01, 0.1, 1, and 10 ppm, the concentrated solution
of mercury (Hg2+) was diluted using the M;V; = MV, formula.

2.3. Thin Film Characterization

The characterizations began with the structural properties by Fourier transform in-
frared (FTIR). The spectra measurements of the composite material were performed using
the FTIR spectrophotometer (Perkin-Elmer Spectrum 100, Waltham, MA, USA) within
a range from 400 to 4000 cm~'. Then, the AFM images of the prepared thin films were
examined by Bruker AFM (Multimode 8) in Scan Asyst mode, with scan sizes in a range of
1 pm x 1 um. It will then proceed with the optical properties, where UV-vis spectroscopy
(Shimadzu UV-3600) was utilized to measure the sample absorption spectra ranging from
220 to 700 nm. The absorption peak obtained from the UV-vis spectrophotometer can also
be applied to evaluate the optical band gap energy. Meanwhile, for the potential plasmonic
sensing properties, SPR spectroscopy was set up as depicted in Figure 1. Using an index
matching liquid, the sensing layer was coated onto the gold layer, which was sandwiched
between the cell and the prism on the optical stage. Next, the varied concentrations of Hg?*
solutions were instilled into the cell one at a time by a microsyringe during the analysis,
and the O-ring was used for the sensing thin film to make contact with the targeted analyte.
The cell and prism were attached on a rotational stage (Newport MM3000) operated by
a stepper motor with a resolution of 0.001°. An He-Ne laser, as a light source, passed
through the pin hole, filter, optical chopper, and polarizer, in order to allow p-polarized
monochromatic light with a specific wavelength to strike the prism [57-59]. The reflected
light is then recorded and captured by the sensitive photodiode connected by a lock-in
amplifier [60-62].

Mirror He-Ne
laser
{ Pin hole

3 + Compsior || Coniesas || StiiRRas Filter
[> '<} Chopper
<@ | polarizer

Pin hole

Lock-in
amplifier

Cell containing
the analyte

‘ Photodiode
Optical
.| Stepper stage
motor

Figure 1. Experimental setup for exploring plasmonic sensing of the NCC/PEDOT thin film.
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3. Results
3.1. Structural Properties

Figure 2 shows the comparison of FTIR spectrum for NCC, PEDOT, and NCC/PEDOT
with NCC as a base material. The FTIR spectra are recorded within wavenumbers ranging
from 500 to 4000 cm ™. Based on the FTIR spectrum, the significant absorption peaks are
assigned to identify the characteristics of the functional groups of each composite thin film.

3366.29

PEDOT M A

— _
v 1312,94T
1200.77
3257.87

1060.77

Transmittance (%)

1634.91

3266.85

T T T T T T
4000 3500 3000 2500 2000 1500 1000 500
Wavenumber (cm™)

Figure 2. FTIR spectrum of NCC, PEDOT, and NCC/PEDOT thin film.

The FTIR spectrum of NCC thin film showed the characteristic peak of alcohol with
O-H stretching bonds representing 3366.29 cm~!. This characteristic peak is typically
found in another previous study of NCC spectra [63]. The other peak at 1635.24 cm ™!
represents the O-H bending of absorbed water, while the peak at 1059.71 cm ! corresponds
to C-O stretching bonds. Hence, this spectrum is in good agreement with previous studies
of NCC [64,65].

Next, in the spectra of PEDOT thin film, the broad absorption peak that appeared at
3257.87 cm~! can be indicated to the O-H stretching bond, which represents an alcohol
group. Then, C=C stretching bond at 1634.70 cm~! is attributed to the quinoidal structure
of PEDOT [66]. Meanwhile, two peaks at 1298.82 cm ! and 1194.73 cm ! have explained
the presence of ethylenedioxy and sulfonate groups in the PEDOT surface [67].

The spectrum of NCC/PEDOT and PEDOT thin film has displayed a few common
properties, which the absorption bands at 3266.85 cm ™! referred to as O-H stretching
vibration. Besides the absorption band displayed at 1634.91 cm ™! assigned to O-H bending
of absorbed water, there are also characteristic absorbance bands centered at 1312.94 cm ™!
and 1200.77 cm !, which correspond to sulfonate and ether groups, respectively. Lastly,
the C-O stretching bond is located at 1060.07 cm~!. The functional groups that exist match
the spectra of the NCC/PEDOT thin film in a previous study by Ravit et al. (2019) [68].

The comparison of FTIR spectra of the NCC, PEDOT, and NCC/PEDOT thin film
proved the combination band of NCC and PEDOT. In general, the peak around 3200 to 3400
cm~! is assigned to the O-H group. Then, the O-H bending of absorbed water is located
at around 1630 cm~!. Meanwhile, ether and sulfonate groups only existed in PEDOT and
NCC/PEDOT spectra.
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3.2. Surface Morphology

The morphology features of the spin-coated NCC, PEDOT, and NCC/PEDOT thin
films were identified by atomic force microscope (AFM), and it was carried out in tapping
mode. In this study, a scan size was fixed (1 pm x 1 pm), for the imaging of the topograph-
ical difference in the thin films. From AFM images, the root mean square (RMS) roughness
was obtained, which indicates the relative roughness and the standard deviation of the
surface height. Figures 3a—c and 4a—c show the AFM images of the NCC, PEDOT, and
NCC/PEDOT thin film, respectively. Then, the AFM results of NCC/PEDOT thin film
after being in contact with the Hg?* solution are depicted in Figures 3d and 4d.

Based on the two-dimensional (2D) and three-dimensional (3D) images of the NCC,
PEDOT, and NCC/PEDOT thin film, it can be observed that the composite materials
are well distributed on the whole scanned surface, the gold thin film. In Figure 3a, the
images of NCC thin films show a rod-like structure with an RMS value of 2.90 nm. This
morphology was related to another study done by Elazzouzi-Hafraoui et al. (2008) and the
rod structure could be attributed to the crystallinity properties of NCC [69]. On the other
hand, a sharp and relatively rough surface with RMS roughness of 2.79 nm for the PEDOT
thin film was obtained. Then, from Figure 3¢, it can be observed that, with the presence of
NCC on the sensor surface, the rod-like shape reappeared in the NCC/PEDOT thin film,
which leads to agglomeration. The incorporation between NCC and PEDOT results in the
surface roughness increasing to 8.32 nm.

7.6 nm 6.0 nm
=7.5 nm =53 um
200.0 nm
174 nm 15.8 nm
=21.7nm y —14.5 nm|
Height Sensor 200.0 nm Height Sensor 200.0 nm

Figure 3. AFM topographic images in 2D of (a) NCC, (b) PEDOT, (c) NCC/PEDOT (before), and

(d) NCC/PEDOT (after) thin films.
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1.0 im 1.0 um
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Figure 4. AFM topographic images in 3D of (a) NCC, (b) PEDOT, (c) NCC/PEDOT (before), and
(d) NCC/PEDOT (after) thin films.

3.3. Optical Properties

To identify the optical properties of composite materials, the absorption spectra of
the NCC, PEDOT, and NCC/PEDOT thin film were recorded at different wavelengths,
ranging from 220 nm to 700 nm. The UV /vis absorption spectrum of three composite thin
films is presented in Figure 5.
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Figure 5. Absorbance spectrum of the NCC, PEDOT, and NCC/PEDOT thin film.
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As shown in the figure, there is a distinction in the absorbance value for the absorption
spectrum of each thin film. The spectra for NCC show the highest absorbance value of 3.90
at 268 nm and 280 nm, whereas the absorption band is around 260 nm to 280 nm. Then,
PEDOT also shows the same value of highest absorbance as NCC at 269 nm, which can be
assigned to the substituted phenyl groups of PEDOT [70]. Meanwhile, the NCC/PEDOT
thin film exhibits the highest absorbance value among the others, of approximately 4.19 at
the wavelength of 279 nm. Meanwhile, from the absorption spectra of UV /vis analysis, the
relationship between the absorption coefficient and the energy of a photon can be studied
via the Tauc equation, as expressed in the following equation [71]:

_ Ko~ Ey)?
A M

Further, it can be rearranged into
(ahv)® = k(hv — Eg), )

where « is the absorption coefficient, hv is the energy of a photon, k is a proportionality
constant, and Eg is the optical band gap. Then, an intersection from extrapolation of the plot
of (adhv)? against hv will determine the optical energy band gap of the NCC, PEDOT, and
NCC/PEDOT thin film, as illustrated in Figures 6-8, respectively [72]. Thus, the achieved
values of the optical band gap, Eg, were obtained from the extrapolation of the straight plot
on the x-axis from Tauc’s relation.
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Figure 6. Energy band gap of the NCC thin film.
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Figure 7. Energy band gap of the PEDOT thin film.
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Figure 8. Energy band gap of the NCC/PEDOT thin film.

From Figures 6-8, the energy band gaps were experimentally obtained and plot-
ted using linear fitting techniques. The plot of (ahv)? versus hv for NCC, PEDOT, and
NCC/PEDOT displayed a slight difference in the value of the energy band gap, Eg, whereas
PEDOT exhibit the highest optical band gap among all three thin films at 4.122 eV. Next,
the energy band gap for the NCC thin film was found to be 4.101 eV, and the mixture of
NCC and PEDOT produced a slight decrease in the band gap to 4.082 eV.

3.4. Potential Plasmonic Sensing Properties

The plasmonic sensing of the NCC/PEDOT thin film was investigated and tested with
deionized water and various concentrations of analyte (0.001 ppm, 0.01 ppm, and 0.1 ppm
of Hg?*) via SPR. When the analyte was injected separately into the cell, the graph of
reflectance against the incidence angle for each concentration was recorded and compared
with deionized water (0 ppm) as the baseline. This SPR-based plasmonic sensor works by
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monitoring the shift in the resonance angle, which can be influenced by any changes in the
refractive index of the sensing layer attached to the gold thin film [73-75]. Figure 9 reveals
a clear trend of an increase in the resonance angle shift of the NCC/PEDOT thin film in
contact with 0 ppm to 0.1 ppm of mercury ion. This sensor is very sensitive to any changes
near the metal surface. The attachment of metal ions on the layer of the NCC/PEDOT
thin film appears to have contributed to the changes in the refractive index as well as
the resonance angle [76-79]. The SPR signals were shifted to a higher incidence angle
from 54.0099°, 54.3782°, and 54.4086° for 0.001 ppm, 0.01 ppm, and 0.1 ppm respectively.
Because there is an interaction between the NCC/PEDOT thin film and the analyte, the
existence of more active sites on the surface of the thin film may lead more mercury ions to
occupy and access these sites [80].
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Figure 9. Reflectance as a function of the incidence angle for deionized water and various concentra-
tions of mercury ion solution.

4. Discussions

In the characterization process, the structural and optical properties were observed
based on three different thin films, NCC, PEDOT, and NCC/PEDOT. From the FTIR spectra,
it is noticed that the functional groups of the NCC/PEDOT thin film have resulted in the
incorporation between the biopolymer and conducting polymer solution. The presence
of a C-O stretching band of alcohol in the NCC thin film reoccurred in the spectra of
NCC/PEDOT. Moreover, the absorption peak of the S=O stretching band and C-O-C
bond, marked at 1312.94 and 1200.77 cm ™1, clearly indicates the formation of two main
functional groups of conducting polymers in the composite solution [81,82]. Thus, overall
characteristic peaks exist in the NCC/PEDOT thin film, corresponding to the identical
functional groups in both spectra of NCC and PEDOT.

Meanwhile, the NCC/PEDOT thin film was observed before and after contact with
the analyte solution. The morphology surface of the NCC/PEDOT thin film prepared by
the spin-coating technique showed a significant change after being in contact with mercury
ions. This revealed a similar thin rod-like structure as the thin film before being exposed to
the analyte solution. Despite that, there are changes in surface roughness where the value
decreased from 8.32 nm to 6.88 nm. This indicated that the changes are probably affected by
the formation of a pair of shared electrons between the thin film and the mercury solution.
Anyway, the surface roughness of the thin film does not have any significant effect on
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the plasmonic performance, as the rough surfaces less than 20 nm do not influence the
excitation of propagating surface plasmon along the metal surface [83].

Based on the absorption spectrum of three thin films, the results pointed out that
the NCC/PEDOT thin film has the lowest optical band gap compared with the other two
films. The results showed that a slight decrement in the energy band gap may be caused
by the highest occupied molecular orbital (HOMO)-lowest unoccupied molecular orbital
(LUMO) gap interaction. There is an interaction between two opposite surface charges
carried by the NCC and PEDOT /PSS solution; therefore, this will influence the excitation
of the electrons to be promoted from the valence band to the conduction band [84]. Hence,
the incorporation process of the NCC and PEDOT solution reduces the band gap between
the HOMO and LUMO band. The changes in the energy band gap of the thin films can also
be attributed to the recrystallization of atoms in the crystal lattice when there is an addition
of NCC into the composite material [85]. Then, the conducting properties of PEDOT /PSS
are also believed effect to this outcome.

Importantly, the sensing potential of the NCC/PEDOT thin film toward mercury ions
was observed by the changes in the resonance angle. As the concentrations increased, the
reflectance curves were increased and shifted to the right. The deposited sensing layer
on the gold thin film plays an important role in detecting the analyte. When the mercury
ions are attached to the sensing layer, the analyte may interact with the NCC/PEDOT
thin film owing to the formation of a pair of shared electrons between the positive charge
from the mercury ion and the negative charge from the PEDOT. Thus, the NCC/PEDOT
thin film showed a response in detecting mercury ions using surface plasmon resonance
spectroscopy. Based on the response, the sensitivity of the sensors can also be evaluated by
plotting a graph of resonance angle shift against concentration, and the slope of the linear
regression plotting will define the sensitivity value [86-89]. In future work, it would be
interesting to identify the sensitivity of other heavy metal ions as compared with mercury
ions. The selectivity of the sensor towards mercury ion in the presence of various heavy
metal ions could also be an interesting future study.

5. Conclusions

In a nutshell, the structural and optical properties of the nanocrystalline cellulose /poly
(3,4-ethylenethiophene) (NCC/PEDOT) sensing thin film were synthesized and studied.
Furthermore, the thin film was developed as an SPR sensing layer for the detection of
mercury ions in an aqueous solution. Analysis from the characterization techniques of
the prepared thin films by FTIR, AFM, and UV /vis showed the presence of functional
groups in the composite materials, followed by the surface morphology and the rough
mean standard of the NCC/PEDOT thin film after being in contact with mercury ions,
which confirmed the interaction between the thin films and the analyte. The absorption
peaks of UV /vis spectra reveal that the NCC/PEDOT thin film exhibits the lowest energy
band gap and the PEDOT thin film has the highest value. As the main objective, the
detection of mercury ions using the NCC/PEDOT thin film indicated a positive response
according to the reflectance curves of the thin film in contact with various concentrations
of mercury ions. Besides, this paper is the first report on the incorporation between two
types of polymers, nanocrystalline cellulose and poly(3,4-ethylenethiophene), to detect
heavy metal ions using an optical sensor. This study has extended the opportunity of
developing biopolymers and conducting polymer-based materials as a sensing layer in
sensor applications.
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Abstract: Surface plasmon resonance sensors (SPR) using copper for sensitive parts are a competitive
alternative to gold and silver. Copper oxide is a semiconductor and has a non-toxic nature. The
unavoidable presence of copper oxide may be of interest as it is non-toxic, but it modifies the
condition of resonance and the performance of the sensor. Therefore, the characterization of the
optical properties of copper and copper oxide thin films is of interest. We propose a method to
recover both the thicknesses and optical properties of copper and copper oxide from absorbance
curves over the (0.9;3.5) eV range, and we use these results to numerically investigate the surface
plasmon resonance of copper/copper oxide thin films. Samples of initial copper thicknesses 10, 30
and 50 nm, after nine successive oxidations, are systematically studied to simulate the signal of a
Surface Plasmon Resonance setup. The results obtained from the resolution of the inverse problem of
absorbance are used to discuss the performance of a copper-oxide sensor and, therefore, to evaluate
the optimal thicknesses.

Keywords: surface plasmon resonance; inverse problem; copper; copper oxide

1. Introduction

Surface plasmon resonance sensors are widely used for their high-sensitivity in real-
time detection. Many improvements of the basic SPR [1], using a single gold layer as the
active part of the sensor, have been proposed to improve the sensor performance [2]. For
example, adding a specific absentee layer of KCL or Si3Ny or an absentee porous silica film
can improve the performance of the SPR sensor by 5%, 11% and more than 300% [3,4]. The
performance of the SPR sensor can be evaluated by the depth of the resonance dip, the full
width at half maximum (FWHM) of the dip, the sensitivity to changes of the refractive index
of the medium of detection and the figure of merit (FOM). The figure of merit is the ratio of
the sensitivity to the FWHM. Indeed, a smaller FWHM gives a higher signal-to-noise ratio
and higher measurement accuracy [3].

Copper presents interesting properties for optics, nanotechnology [5-7] and, therefore,
for SPR sensors [8-10]. A recent paper demonstrated that the performance of a Cu-SPR sen-
sor is quite similar to Au-SPR ones [9]. Moreover, bovine serum albumin (BSA) and other
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proteins do not bind irreversibly onto thin Cu-films. Copper phthalocyanine Langmuir—
Blodgett films have been characterized using surface plasmon resonance (SPR) [11]. Expo-
sure to toluene resulted in a partially reversible shift in the resonance depth and position of
the SPR curves [12]. Moreover, the high cost of silver and gold materials—widely used in
nanotechnologies—makes copper an adequate alternative to them.

Copper layers are naturally oxidized and their oxidation can be controlled by anneal-
ing. Copper oxides have non-toxic nature. The performance of SPR sensors depends not
only on the metal layer used but also on dielectric layers above. Therefore, the study of Cu-
oxide-SPR sensor performance requires finding out the thickness and optical properties of
both materials, optical properties of copper and copper oxide thin films being different from
those of bulk materials [13]. Consequently, to investigate Cu-oxide-SPR sensors, we first de-
termine simultaneously the thicknesses and optical properties of 30 bilayers, from the fitting
of absorbance curves. We detail the characteristics of the samples (Appendices A and B),
the methods used for fitting (Appendix C), and the results (Appendix C.4) in the Appendix.
Then, we use the recovered data to analyze numerically and discuss the Cu-oxide-SPR
sensor performance. We propose the same electromagnetic approach to simulate the SPR
signal and the metric of SPR performance (Section 2.2). The calculated SPR signals and
performances are given in Section 3 and discussed in Section 4. Two cases are considered:
the dry case (the upper medium is air), in which the SPR is used to analyze molecules in air,
and the wet case (the medium of detection is water), in which the SPR characterize analytes
in solutions. The optimal thicknesses are deduced from the performance parameters.

2. Materials and Methods

First, we summarize the method used to simultaneously determine the thicknesses and
optical properties from experimental absorbance curves. This is an opportunity to detail
the electromagnetic model of the generalized Fresnel coefficients also used for modeling
the SPR sensor. We also give insights into the performance of SPR sensors.

2.1. Determination of Thicknesses and Optical Properties

The investigated samples are thin copper layers of target deposition thicknesses 10,
30 and 50 nm. They are successively annealed to control their oxidation under specific
temperatures and for a given time. Thirty samples are characterized through the mea-
surement of absorbance. Appendix A provides details on the sample preparation and
experimental characterization [14]. The methods we propose for absorbance fitting and
results are detailed in Appendices C.1-C.4 and summarized in the following.

In Reference [15], we targeted the best fitting of UV-visible-NIR absorbance curves
by a multilayer electromagnetic model using a function describing the optical properties
over the range of investigated photon energies ((0.9;3.5) eV, i.e., (350;138) nm). Our
methodology relied on using a single metaheuristic optimization method and the Drude-
Lorentz model for the optical properties of copper. Consequently, the inverse problem
was solved, revealing the best parameters of the electromagnetic and materials models.
In this paper, we improve the method proposed in [15] to recover the thicknesses and
optical properties of thin layers of copper/copper oxide from absorbance measurements
as follows.

1. Inthe model of optical properties, we replace the Drude-Lorentz two-terms model of
dispersion by a sum of Npr partial fraction functions for fitting copper and copper
oxide properties as a function of the photon energy fiw (Npr = 4 and Npr = 2,
respectively). Npr is the order of the partial fractions model, also called the complex-
conjugate pole-residue pair model [16]. Npr is actually the number of poles in the
function (see Equation (5)).

2. We replace the two-steps method using first the bulk properties by a single multi-
objective method, involving the error of fit and the relative difference between the
optical properties we found and the bulk material properties. The purpose is to
decrease the computational time.
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3. To achieve the fitting, we use three metaheuristic methods: Particle Swarm Method
(PSO), Genetic Algorithm (GA), and Artificial Bee Colony method (ABC), with Gradi-
ent (GR) or Nelder-Mead simplex (NM) hybridization. Actually, metaheuristics are
more or less efficient for achieving optimization, depending on the dimension of the
problem (the number of input parameters of the model that have to be found) and on
the topology of the objective function: the error of fit. Moreover, many realizations of
the metaheuristics must be analyzed carefully to numerically characterize the stability
of the solution and, hopefully, its uniqueness.

The calculation of the absorbance A is based on the electromagnetic model of the
normal transmission of light across two plane material layers (with refractive index and
thicknesses denoted ¢, and k¢, for copper, 1oy, hox for oxide). The copper layer is de-
posited on a dielectric glass substrate of refractive index ng (medium 1). The absorbance A
is deduced from the transmitted intensity across the successive material layers according to:

A= —108(|taPTac). M
where:
T 2ng 2 )
AG —
ng+1
and
tiy = (SnCunox) exp(ikO(hCu (nCu - ng) + hax(nax - ng)))/DO' 3)

i is the pure imaginary number, and ky is the magnitude of the illumination wave vector.
The denominator Dy is:

Do = (ncu+ng)(1ox +ncy)(1+ nox)
+(ncy — ”g) (Mox — ncy) (14 noy) exp(2ikohcyncy)
+(”Cu - ”g)(”ox + nCu)(l - nax) exp(ziko(hCunCu + hox”ax))
+(ncy + ng) (nox — neu) (1 — nox) exp(2ikohoxtiox ).

e

©

This electromagnetic model of generalized Fresnel coefficients includes the transmis-
sion of light across the Air-Quartz substrate T4g. The optical properties nq of the glass
substrate are measured before its coating with copper. The optical properties of copper and
copper oxide are modeled as follows.

We use the partial fraction model, also called the complex-conjugate pole-residue pair
model [16], to describe the dispersion of materials [17,18]. In a recent paper, the partial
fraction model of dispersion yielded more accurate results than a sum of Drude-Lorentz
functions to fit the bulk copper [18]. The relative permittivity is a complex number that is
the square of the refractive index n:

Npp

n —”«HFZ

*

m
iw — pm iwfp’,;/ ®)

[

where X* denotes the complex conjugate of Xy, Npr is the model order (number of poles),
w is angular frequency of the incoming light (the photon energy is E = fiw). n is the value
of the limit of the permittivity when w tends toward infinity and is actually the contribution
of interband transitions. Therefore, it is spectrally located beyond the investigated energy
range. p; are poles and c; are residues. The occurrence of poles in permittivity corresponds
to light-matter damped resonances in the complex plane [19,20]. They can also be related
to electronic transitions in materials. This partial fraction model is used for both copper and
copper oxide. In this study, we use model order Npr = 2 for copper oxide (semiconductor)
and Npr = 4 for copper (metal) to maintain sufficient accuracy on the optical properties.
Therefore, the number of unknowns of the problem is D = 28 by splitting complex
numbers into two real numbers: two thicknesses and 1 4 4Npr parameters for each PF
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dispersion model (Npr = 4 for copper and Npr = 2 for copper oxide). The model of
absorbance (Equation (1)), including the models of optical properties (Equation (5)), is used
within an evolutionary loop to find the best set of parameters for the model of absorbance.
For the fitting of experimental UV-visible-NIR absorbance curves, a multi-objective function
should be minimized to find the best input parameters of the fitting model.

The recovered parameters of the partial fraction model of dispersion (Equation (5))
are used to calculate the optical properties of copper and oxide at the wavelength of the
laser incident light source (632.8 nm) used by the SPR sensor.

2.2. The SPR Model

The SPR setup configuration (Figure 1) was modeled by the electromagnetic interaction
of light with a plane multilayer [21,22]. The same approach has been used to study the
influence of the functionalization layer [21] and adhesion layer for nanostructured Au-
EPR [23,24]. The light source is considered as a monochromatic plane wave of wavelength
Ag = 632.8 nm (photon energy E = fiw = 1.959 eV). For simplicity, we choose the same
refractive index for the SPR prism as that used for the glass supporting the copper/copper
oxide sample.

' V4
n=1or133 . Air or water
) hoe  Nox ' Oxide
¥ he, Neu ' Copper

-
Ng Glass %

Prism
Air Air

Incoming light Reflected light R
(laser) — TM polarization (to the detector)

Figure 1. Schematic of the prism-based SPR sensor with the Kretschmann configuration. The plane
material layers are deposited on the hemispherical lens.

The SPR detected signal R is a function of the incident angle of the plane wave from
normal to the multilayer surface:

R(6) = |r1al*TacTca, 6)

where T4; and T4 are the transmitted intensities of the light incoming and outcoming
from the SPR setup (see Equation (2)). The reflected amplitude is r14:
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re = ((ng,kg —ngkg,) ke, +ng, kox) (nkoy + ng k) +
(n%xka — n%uké)(n%uké + ng,kéu)(nikoix + ngxkﬁ)
exp(ZihCuka)-ﬁ-
(nkox — ik y) (nd ey + ngkes, ) (n3 kg, + ngykox) @)
exp(2i(hoxksy + heukd,))+
(ng, kg — ngk,) (noke, — ng, kox) (niksx — ngk )
exp(2ihoxkay))/ De.

k* being the normal to the surface of multilayer component of the wave vector. In medium
m, this component is k- = ko(n2, — n§, sin?(0))'/2, with kg = £, ¢ being the speed of light
in vacuum. The refractive index of the detection medium of the SPR sensor is 14. The
denominator Dy of the transmitted amplitude is:

Dy = (ngky +n2kE,) (ndkd, +nk ko) (nikay + ndks)+
(kg — ngke,) (mocké, — n koy) (nikay + ng.ky)
exp(Zihcl,kéu)-l-
(HZCukg,% - nékéu)(nikoix - n%xkk)(”%xkéu + n%ukolx) 8)
exp(2i(hcukg, + hoxks))+
(k& — ng kox) (nikax — ndks) (ng kg +nzkE,)

exp(2ihorkyy)-

We obtain Dy = Dy (Equation (4)) by considering normal incidence of the light (6 = 0)
and ny4 = 1. However, Equation (4) is used for the fitting of experimental UV-visible-NIR
absorbance, as it requires less computational time.

The basics of SPR are given in Reference [25]. In that reference, we gave the conditions
of SPR excitation on an interface between two mediums and the corresponding formula,
also used in [9]. Considering a plane interface between two media (one of them is a metal),
the SPR angle can be easily evaluated, n? and n]z being the relative permittivities of materials

on both sides of the interface, and n§ being that of the hemispherical glass substrate, and ¥

the real part:
f(min(R)) = R4 arcsin _mn 1 )
B (n7 + ”]2)1/2 ng

We consider the angle interrogation mode of the SPR sensor [2,9,12]. At a given
wavelength, in the Angular Interrogation Mode (AIM), with a changing refractive index of
water (upper medium, analyte), the resonance angle shifts [4].

2.3. Performance of the SPR Sensor

The performance parameters of the SPR sensor are the sensitivity Sy, the full width at
half maximum (FWHM) and the Figure of Merit (FOM) [4]. The resonance angle found at
the minimum of reflectance (f(min(R)), and the depth of the resonance dip (min(R)) are
also of interest to characterize SPR sensors. The performance of SPR can help to determine
the optimal thicknesses of the bilayer.

2.3.1. Sensitivity

The sensitivity of the SPR sensor is the angular shift that is found at the minimum of
reflectance R(0) by varying the refractive index of the medium of detection. The angular
sensitivity is, therefore:

6(min(R(n}))) — 6(min(R(n4)))

S0 = RIU ’

(10)

101



Photonics 2022, 9, 104

where RIU is the relative index of refraction unit: 2(nj — n4)/(n} + ns). The greater the
sensitivity is, the better performance of SPR.

2.3.2. Full Width at Half Maximum

The full width at half maximum is:

FWHM — max {9 (maX(R(9)) ;r min(R(G))” _ min {9 (maX(R(G)) ;rmin(R(9)) ﬂ ' a1

The thinner the resonance dip is, the higher is the signal to noise ratio of the SPR sensor [3].

2.3.3. Figure of Merit

Therefore, the figure of merit of the SPR sensor is deduced from both the sensitivity
and the full width at half maximum of the reflectance (FWHM) [4]:

Se

FOM = FWHM-

(12)

The thinner the wells in the reflectance (small value of FWHM), the more enhanced
the FOM. The greater the sensitivity deduced from the shift of the minimum in reflectance
by a change of optical index of the upper medium, the greater the FOM. However, the FOM
does not take into account the value of the minimum in reflectance min(R). This minimum
should be as close as possible to zero to obtain high dynamic of detection.

2.4. Optimal Thicknesses

Interference conditions in the metal layer have been considered in Reference [26] to find
the optimal thickness of a classical SPR sensor. This condition relies on the calculation of
the copper thickness &, that verifies constructive interference at the copper—oxide interface,
after two reflections on the interfaces [27]:

2kg, o = R| m2m — arg o , (13)
T'e—CulCu—ox

with m an integer number and 7, and rcy—,y the Fresnel coefficients of reflection on
each interface. The real part of &, is actually an approximation of the optimal thickness,
by neglecting the finite thickness of oxide. However, this criterion can be extended by
calculating the argument of the sum of the illumination field and of the reflected one
arg(1+ r14) (Equation (7)) that should be as close as possible to 0. In this case, we obtain a
minimum of reflectance (destructive interference between the illumination and the reflected
wave). This minimum corresponds to a pole (complex number) of the generalized Fresnel
coefficient (Equation (7)) [19,28].

The maximum of the FOM (Equation (12)), the maximum of sensitivity (Equation (10)),
the minimum of FWHM (Equation (11)), or even the minimum of reflectance min(R) can
also reveal the best thicknesses of copper and copper-oxide. We discuss the results obtained
for all these criterion in Section 4.

2.5. Investigated Samples

The manufacturing and characterization of the investigated samples are detailed in
Appendices A and B. The fitting methods are described in Appendix C, and the full results
are given in Appendix C.4 (thicknesses of the copper and oxide layers, optical properties
@632.8 nm, 1.96 eV) for each of the thirty investigated samples. We summarize the main
results shown in Tables A3-A5:

e Copper and copper oxide thicknesses are globally in agreement with those obtained

from experimental measurements (see Appendix B).

e The real part of the relative permittivity of copper is smaller than the bulk one for
almost all samples. The imaginary part of the relative permittivity of copper is about
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twice the bulk one. The mean value of n%, over the samples with hc, > 2 nm is
—13.3 + 3.3i (standard deviation 1.4 + 1.5i) compared to n , (bulk) = —11.6 + 1.6i [29].

e The real part and the imaginary parts of the relative permittivity of oxide are close to
that of the bulk, except for full oxidized samples for which both parts decrease. This
behavior is probably due to air inclusion in oxide (the grain size of oxide can reach
80 nm, see Appendix B). The mean value of 1n2, over the samples with hipy > 2 nm
is 8.2 + 1.0i (standard deviation 0.4 + 0.3i) compared to n%uzo(bulk) = 8.6+ 0.6i and
nZ o (bulk) = 7.1+ 2.3i [29]. If we suppose a chemical mix of both oxides, we deduce
that oxide may be made of 76% Cuy0 and 24% CuO. This result was confirmed by
XPS measurements [14,30]. The decrease in the real part of the oxide permittivity may
also be due to air inclusion in oxide.

*  For samples with roughness varying from 2 to 14 nm [14], the electromagnetic model
of generalized Fresnel coefficients could be accurate enough. The quality of absorbance
fitting shown in Figures A1-A11 confirms the validity of the model, which can there-
fore be used to model the SPR.

3. Results

In this section, we use the thicknesses and optical properties that are simultaneously
recovered from the fitting of absorbance curves (Tables A3—-A5) to study the SPR sensor
setup, of which the sensitive part is a copper and copper oxide bilayer. From these results,
we calculate the signal of the SPR sensor working in angular interrogation mode for air
and water as the upper medium: in the dry and wet cases, respectively. We also evaluate
the performance of such set up. We use RIU = 0.01.

3.1. Dry Case

Figure 1 illustrates the SPR setup. The wavelength of laser illumination is Ay = 632.8 nm.
The photon energy of the excitation light (E = 1.96 eV) is close to that of the transition from
d states (valence band) to th es-p conduction band [18] (2.1 eV, see the vertical black line in
Figures A1, A7 and A11). Therefore, we expect a good quality of the plasmon resonance for
adequate thickness of copper: a sharp dip and a small minimum.

Figures 2—4 show the simulation of the SPR setup signal from the model of reflectance
in Equation (6), considering air as the upper medium. The reflectance curves are plotted as
functions of the incident angle of illumination (at Ag = 632.8 nm) for each investigated sample.

In Figure 2, for negligible thicknesses of copper (less than 2 nm), the reflectance is
characteristic of a dielectric material. In the other cases, the wells in reflectance on the
right correspond to the absorption of photon energy by the copper layer (resonance).
Nevertheless, the quality of the surface plasmon resonance is low: the wells are wide and
the depths of dip are greater than 0.26.

The surface plasmon dip for copper thicknesses close to 30 nm are thinner than in the
previous case (Figure 3 vs. Figure 2). The smallest values of R (depth of dip) are close to
each other for i, nm near 30 nm. The SPR angles are close to 46°. This SPR angle is close
to that of a copper-—air interface. The influence of the thin layer of oxide on the SPR angle is
negligible for oxide thicknesses below 3.5 nm. However, the shape of the curve seems to be
clearly modified, even for small thicknesses of the oxide. Thus, we can anticipate that the
thickness of oxide will have an influence on the FWMH. For thicker oxide layers, the dip is
widened and the SPR resonance angle approaches 65°, which is not so far from that of the
copper-oxide interface (72°).

The SPR dips are thinner for the six samples for which k¢, ~ 50 nm and are smaller
than that for the previous samples (Figure 4 compared to Figures 2 and 3). By decreasing
ecy, the SPR dips are enlarged and shifted, as in the previous case. The performance
parameters introduced above can be evaluated for the investigated samples.
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Figure 2. Simulated SPR setup signal for the samples of initial target thickness 10 nm. The calculation

uses the parameters deduced from the fitting of UV-visible-NIR absorbance curves. The optical properties
of copper and copper oxide are calculated at wavelength Ay = 632.8 nm. Upper medium is air.
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Figure 3. Simulated SPR setup signal for the samples of initial target thickness 30 nm. The calculation
uses the parameters deduced from the fitting of UV-visible-NIR absorbance curves, at wavelength
Ag = 632.8 nm. Upper medium is air.

The best performances of the SPR using the investigated bilayers as sensitive parts
are shown in Table 1 [3,4]. We indicate both the retrieved thicknesses of copper and oxide
(hcu, hox) from absorbance curves, and the corresponding optical properties (n%u, n2,)
632.8 nm (extracted from Table A5). We give the resonance angle 6spg = 6(min(R)), the
depth of dip min(R), the full width at half maximum of the SPR dip (FWHM, Equation (11)),
the sensitivity Sy (Equation (10)), and the figure of merit (FOM, Equation (12)). The
uncertainty on FOM is indicated in between brackets. This is the standard deviation of FOR
for the recovered parameters of the multi-objective function F € [min(F);1.25 X min(F)]
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(see Appendix C). We also give the FOM calculated with the bulk optical properties for Cu
and CupO [29] and without the oxide layer for comparison.
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Figure 4. Simulated SPR setup signal for the samples of initial target thickness h%u = 50 nm. The

calculation uses the parameters deduced from the fitting of UV-visible-NIR absorbance curves, at
wavelength Ay = 632.8 nm. Upper medium is air.

Table 1. Calculated performance of the SPR setup given the retrieved thicknesses and optical
properties in the dry case: resonance angle, the depth of SPR dip, full width at half maximum,
sensitivity and figure of merit (only FOM > 20 RIU! are indicated) and its uncertainty, FOM for
optical properties of bulk materials, and for bare copper (without oxide).

I nZ, Ospr min(R) FWHM Se FOM FOM FOM
hox ngx Bulk ox.Free
(nm) ©) ° (°/RIU) (RIU 1) (RIU 1) (RIU 1)
49.1 —122+23i

1.8 83+0.7i 46.8 0.08 32 67.5 20.9 (0.0) 27.8 25.8
492 —12. +2.3i

1.6 8.4 +0.8i 46.7 0.08 2.8 67.0 23.5 (0.0) 28.6 28.5
498 —132+23i

0.6 8.8 + 0.5 462 0.09 2.1 65.0 31.2 (5.5) 329 33.5
498 —14. +2.2i

0.6 8.3 +0.9i 46.0 0.10 1.5 63.9 41.4(0.0) 33.1 442
498 —14.6 +1.8i

0.1 8.2 +0.8i 458 0.07 1.1 63.4 57.3 (0.5) 34.9 57.7
50.0 —15.4 +2.0i

0.1 7.9 +1.0i 456 0.11 1.1 62.7 58.5 (0.0) 35.1 59.3

The resonance angle 0spr is close to that of the interface between copper and the
medium of detection (Equation (9), 45.3°). The minimum of reflectance is smaller than 0.1
and the sensitivity is about the same for all samples. The FWHM is smaller for copper
thicknesses close to 50 nm; therefore, the value of FOM is greater. The uncertainty on FOM
is small for almost all cases. The thickness of oxide being negligible, the FOM for copper
without oxide is about the same. The values of Sy are greater than 62.7. On the contrary, the
FOM calculated from bulk optical properties of copper and copper oxide are different. This
is due to the value of the real part of the copper relative permittivity, which is smaller than
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that of bulk copper (n2, (bulk) = —11.6 4 1.6i). This confirms the interest in simultaneously
measuring the optical properties of copper and oxide for thin films.

In the general case, for a given thickness of copper and increasing thickness of oxide,
the angle of resonance is shifted to the right, the FWHM increases as well as the depth of
the SPR dip, and the FOM decreases.

The results for the investigated samples show that plasmon resonance can be launched
for specific thicknesses. Therefore, the performance of the copper/copper oxide SPR
setup deserves to be specifically studied, assuming that the medium of detection is water
(wet case).

3.2. Wet Case

Table 2 restates the best thicknesses of copper and oxide, the retrieved relative permittivity
(n%, and n2,) extracted from Tables A4 and A5 and the calculated performance of SPR for
samples with FOM > 20.

Table 2. Calculated performance of the SPR setup given the retrieved thicknesses and optical
properties in the wet case: resonance angle, the depth of SPR dip, full width at half maximum,
sensitivity and figure of merit (only FOM > 20 RIU~! are indicated) and its uncertainty, FOM for
optical properties of bulk materials, and for bare copper (without oxide).

e nzgu OspRr min(R) FWHM Sg FOM FOM FOM
hox oy Bulk ox.Free
(nm) ) ° (°/RIU) (RIU™ 1) (RIU 1) (RIU~ 1)
27.9 —135+29i

35 8.4+ 0.61 81.4 0.04 11.1 258.0 233 (1.1) 9.5 19.1
282 —128 +3.1i

3.1 8.3 +0.51 81.4 0.03 11.3 253.0 22.4 (1.0) 10.1 18.7
29.4 —13.0 +2.0i

1.0 8.1+ 11i 78.6 0.11 10.0 231.4 23.1 (1.0) 5.8 221
29.5 —125+2.9i

1.0 82+ 1.0i 78.9 0.04 10.9 229.6 21.1 (0.0) 5.9 20.0
29.9 —133+2.8i

0.1 8.6+0.71 77.3 0.06 10.3 2145 20.8 (0.2) 10.1 20.8
30.0 —141+27i

0.0 83+1.2i 76.8 0.06 9.9 210.7 21.4 (0.0) 5.9 21.3
49.1 —122+23i

1.8 8.3+ 0.7 83.3 0.26 8.7 200.2 22.9 (0.0) 11.9 34.4
492 —125+23i

1.6 8.4+ 0.8 82.8 0.23 8.6 252.8 29.2 (0.0) 16.4 35.5
498 —132+23i

0.6 8.8 + 0.5 80.3 0.15 8.3 305.7 36.8 (2.1) 38.7 36.5
498 —132+23i

0.6 8.8 +0.51 80.3 0.15 8.3 305.7 36.8 (2.1) 38.7 36.5
498 —142+22i

0.6 8.3 +0.9i 78.9 0.13 7.3 292.6 40.0 (0.0) 39.4 402
498 —14.6 + 1.8i

0.1 8.2 +0.8i 77.8 0.08 5.9 277.7 47.2 (0.6) 437 47.3
50.0 —15.4 +2.0i

0.1 7.9+1.0i 77.0 0.11 5.7 262.2 45.7 (0.0) 437 4538

The prism-SPR performance is evaluated as in the dry case. For water as upper medium,
the SPR angle is greater than for air. The SPR angle falls between the SPR of the copper—oxide
interface (72.4°) and that of the glass—copper interface (86.7°). On the contrary of the dry
case, the samples with copper thicknesses around 28 and 30 nm give a reflectance smaller
than 0.11 and FOM greater than 20. In this case, the values of both the sensitivity and the
figure of merit are about the same whatever the oxide thickness is. The maximum of FOM
is reached for thicker copper layers (near 50 nm), as in the dry case. The figure of merit
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is also calculated from the best values but by neglecting the oxide layer. In this case, we
suppose that the bare copper layer is directly in contact with the above medium. Let us
emphasize that the presence of oxide decreases the FOM (see FOM and FOM ox. free). This
result is in agreement with that obtained for gold-SPR coated with porous silica film [4].
The performance of SPR working in dry and wet cases depends strongly on the thickness
of both layers. The maximum sensitivity is obtained for the optimal thicknesses of 28 and
3 nm for copper and oxide, respectively, and for 49.8 and 0.6 nm.

4. Discussion
4.1. Cu-Oxide-SPR Performance

The performance of Cu-oxide-SPR in dry and wet cases are of the same order of
magnitude as that mentioned in Reference [4] for silver/porous silica (wet case). The slight
decrease in FOM by using a dielectric coating of metal can also be observed for our samples,
for which the thickness of oxide is lower than 3.5 nm. The best values of FOM are obtained
for oxide thicknesses lower than 3 nm. We observe that the FOM is highly sensitive to
changes in the refractive index of copper. The FOM value is slightly greater than that
obtained with Au, Au/Si3N4, Au/KCl materials [3]. The values of sensitivity and FWHM
are greater in the wet case than in the dry case, leading to a smaller figure of merit.

In addition to its non-toxic nature, the oxide layer can be used to tune the position
of the SPR resonance [9]. Indeed, the oxide layer could be used to adjust the resonance
near the copper transition 2.1 eV that is characteristic of the inter-band transition from d
states (valence band) to the ‘s-p” conduction band [18] (Figures A1, A7 and A11 where the
vertical line shows the photon energy of illumination used in the SPR setup E = 1.96 eV).
Let us note that cuprous copper oxide (CuO) and cupric copper oxide (CuO) are p-type
semiconductors with a bandgap of approximately 2.2-2.9 and 1.2-2.1 eV, respectively.

The optimal copper thickness (around 50 nm) is coherent with that found in Refer-
ence [9] (45 &= 5 nm), even if the substrate (prism) and the wavelength were not the same.
However, these results show that more than one copper thickness may be used to design an
efficient SPR sensor. This is the consequence of the high dependence of the optical properties
on both the thickness and the sample elaboration mode (temperature and annealing time).

The SPR angle is around 46° in the dry case and 80° in the wet case. This last value
is close to those obtained with a Al,O3 coating [10], and with BK7 substrate [9], both in
the wet case. These SPR angles can also be compared to the SPR angles of single interfaces
(Equation (9)). In the dry case, the shift of SPR angle is about 1-2° for oxide thicknesses
below 2 nm. In the wet case, the shift is greater and falls between that of the glass/copper
and copper/water interfaces. Therefore, the coupling of both SPR differs for two different
mediums of detection.

Therefore, the performance parameters may reveal different properties of the SPR-
sensor. In the next section, we discuss the optimal thickness obtained from the best
performance parameters.

4.2. Optimal Thicknesses

The thicknesses of copper for the investigated samples are not sufficient to determine
the optimal thickness. Nevertheless, the small dispersion of retrieved optical properties of
copper and oxide leads us to use their mean value to determine the optimal thicknesses
of copper and oxide layers. Actually, the mean value is n, = —13.3 + 3.3i (standard
deviation 1.4 4 1.5i) and 12, = 8.2 4 1.0i (standard deviation 0.4 + 0.3i), see Section 2. They
differ from the bulk values [29]. Therefore, we can use the mean values of the optical
properties and a scan of copper thicknesses from 10 to 70 nm, and oxide thickness in
(1;60) nm, in steps of 0.5 nm, to evaluate the optimal thicknesses from the best performance
parameters and interference conditions, as explained in Section 2.4, in the dry and wet case.
Tables 3 and 4 give the mean value and the standard deviation of the top 1% results for
each performance parameter.
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The argument of 1 + 14 should be close to 0 for these optimal values. This means that
the conditions of destructive interference between incident and reflected waves are almost
fulfilled and the minimum of reflectance is reached. The optimal thickness can be found for
the maximum of FOM (Equation (12)) or sensitivity (Equation (10)), or for the minimum of
FWHM and reflectance min(R).

In the dry case, the best thicknesses of copper are close together for min(R) and
min(|arg(1 +r14)|), on the one hand, and for max(FWHM), max(FOM) and max(Sg)
on the other hand. If the conditions of constructive interference in the copper layer are ful-
filled (Equation (13)), the optimal thicknesses of copper found are 29 nm for m = 5, 48 nm
for m = 8. Therefore, we can deduce that all the copper thicknesses in Table 3 correspond to
optimal ones, but for different optimal parameters. Moreover, these values are in agreement
with that obtained from investigated samples in Section 3. The optimal thickness of copper
for max(FOM) is between those for max(FWHM) and max(Sy). Therefore, the optimal
thicknesses can be deduced from a selection of the solution with the minimum of min(R)
among the top 1% solutions for max(FOM): ec,, = 44 nm, ¢,y = 1 nm, min(R) = 0.09,
FOM = 12/,RIU~Y, FWHM = 5° spg = 46.7°.

Table 3. Mean optimal thicknesses for the top 1% performance parameters of the SPR set up in the dry
case according to the minimum of reflectance, sensitivity, full width at half maximum, figure of merit and
argument of the total field on the glass-copper interface. In brackets, standard deviation of the top 1%.

hey hoy min(R) Se FWHM FOM arg(1+ ri)
(nm) (nm) °/RIUT ° RIU! °
Top 1% min(R)
28.1 (5.6) 149(9.5)  0.003(0.003)  73.7 (26.2) 23.7 (6.3) 33(15) 3.1(18)
Top 1% min(|D|)
319 (11.6) 51.0 (5.9) 1(0) 0.0 (0.0) 90.0 (0.0) 0.0 (0.0) 0.0 (0.0)
Top 1% min(|arg(1 + r14)])
31.9 (11.5) 50.3 (7.7) 1(0.1) 1.4 (10.7) 88.9 (8.5) 0.1(0.5) 0.0 (0.0)
Top 1% max(FWHM)
460 (3.9) 1.0 (0.0) 0.1 (0.05) 65.4 (0.6) 55(0.3) 12.0 (0.5) 145 (3.2)
Top 1% max(FOM)
462 (1.7) 1.0 (0.0) 0.1 (0.02) 65.2 (0.6) 52(0.1) 12,5 (0.0) 14.9 (1.4)
Top 1% max(Sg)
54.1 (4.0) 16.9 (0.3) 0.3 (0.05) 125.0 (0.5) 30.1(0.6) 42(0.1) 309 2.3)

Table 4. Optimal thicknesses for the top 1% performance parameters of the SPR set up in the wet case
according to the minimum of reflectance, sensitivity, full width at half maximum, figure of merit and
argument of the total field on the glass—copper interface. In brackets, standard deviation of the top 1%.

hcu hox min(R) So FWHM FOM arg(1+ ri)
(nm) (nm) °/RIU? ° RIU-! °
Top 1% min(R)
248 (7.2) 6.5 (4.9) 0.004 (0.003)  199.5 (62.8) 10.7 (1.4) 18.2 (4.0) 3.6 (2.0)
Top 1% min(|arg(1 + r14)|)
31.9 (11.5) 50.4 (7.4) 1(0.06) 0.9 (14.8) 89.7 (4.7) 0.1(1.3) 0.0 0.0)
Top 1% min(|D|)
4.7 (17.0) 35.0 (15.3) 1(0) 0.0 (0.0) 90.0 (0.0) 0.0 (0.0) 24.5(18.2)
Top 1% max(FWHM)
10.9 (0.9) 17.9 (1.3) 0.03(0.03)  49.3(30.8) 7.4(03) 6.7 (42) 9.8 (6.5)
Top 1% max(FOM)
435 (1.9) 1.0 (0.0) 0.1 (0.04) 265.5 (0.8) 11.0 (0.0) 24.1(0.1) 27.3 (4.4)
Top 1% max(Sg)
44.0(2.2) 1.0 (0.0) 0.1 (0.05) 265.4 (0.8) 11.0 (0.0) 24.0(0.1) 28.4 (5.0)

In the wet case, the best thicknesses of copper are close together for min(R) and
min(| arg(1 + r14)]), on the one hand, and for max(FOM) and max(Sy) on the other hand.
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If the conditions of constructive interference in the copper layer are fulfilled (Equation (13)),
the optimal thicknesses of copper found are 29 nm for m = 5, 42 nm for m = 7. Again,
we can deduce that all the copper thicknesses in Table 3 correspond to optimal ones, but
for different optimal parameters. Furthermore, these results are also in agreement with
that obtained from investigated samples in Section 3. The optimal thickness of copper
for max(FOM) is close to that for the max(Sg) performance parameter. As in the dry
case, the optimal thicknesses can be deduced from selection of the solution with the min-
imum of min(R) among the top 1% solutions for max(FOM): ec, = 41 nm, e,x = 1 nm,
min(R) = 0.09, FOM = 24/,RIU~, FWHM = 11° fspg = 86.9°.

5. Conclusions

The performance of Cu-oxide-SPR has been studied, including the influence of cop-
per oxide. To reach this goal, we have used the fitting of experimental UV-visible-NIR
absorbance curves to simultaneously obtain the thicknesses and optical properties of
copper/copper oxide samples. For this, more than one metaheuristic is of interest. We
found that the optical properties of copper and copper oxide vary as a function of the
thicknesses and differ from the bulk ones. The performance of Cu-oxide-SPR confirms
that copper/copper oxide could be a valuable alternative to gold for SPR sensors. The
performance parameters reveal different optimal thicknesses in the dry and wet cases. For
a systematic study of the optimal thickness, the combination of the maximum of FOM and
the minimum of reflectance could be an interesting alternative to find the optimal thickness.
The relevance of the result depends on the accurate determination of thicknesses and optical
properties of the bilayer. At A = 632.8 nm, with n, = —13.3 + 3.3i, n3, = —8.2 4 1.0j, the
optimal thicknesses of copper and oxide layers are about 44 and 1 nm in the dry case, and
41 and 1 nm in the wet case. They are determined to maximize the FOM and to minimize
the dip magnitude. To optimize the SPR setup, we suggest the following process.

e Production series of samples with controlled annealing under low temperature;

e Characterization of samples (measurement of thickness and optical properties) from
absorbance curves, for example;

] Characterization of samples in angular interaction mode;

e Fit of the SPR signal to verify the optical properties;

e Selection of the best sample and verification at regular time intervals that the thick-
nesses and optical properties remain the same.

Actually, the method of fit proposed in this paper could be applied to an SPR signal.
In the future, we also intend to apply (and adapt if necessary) our method to characterize
SPR with a multilayer sensitive part.
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Abbreviations

The following abbreviations are used in this manuscript:

AIM Angular Interrogation Mode
ABC Artificial Bee Colony

EM Evolutionary Method

FOM Figure of Merit

FWHM  full width at half maximum

GR method of gradient descent
NM Nelder-Mead Simplex Method
PSO Particle Swarm Optimization
SPR Surface Plasmon Resonance

Appendix A. The Samples Preparation

Deniz Cakir prepared and characterized the copper/copper oxide [14] at Laboratoire
Charles Coulomb, UMR CNRS 5221, Université de Montpellier, under the supervision of
Eric Anglaret and Nicole Fréty [15]. The copper nanolayers were deposited by thermal
evaporation on fused silica substrates (optical grade from Neyco). Before deposition, the
substrates were cleaned in an acetone bath with ultrasounds for 5 min, and then plasma-
treated in a 70% O2/30% N2 atmosphere for 6 min. The copper wire of purity of 99,999%,
bought from Alfa Aesar, was placed 18 cm below the target substrate. The sublimation
of the Cu wire was achieved under 120 A, at 10-5 mbar, using a tungsten crucible as
the counter-electrode. The target thicknesses (nominal thickness before oxidation) of the
copper layers are hc, =10, 30, and 50 nm. Copper thin films were annealed under air at
atmospheric pressure. Low annealing temperatures were chosen to preferentially obtain
Cup0 [30-36]. Samples were annealed progressively for increasing times and temperatures
following the thermal treatment, as detailed in Table Al. For each annealing condition and
layer thickness, absorbance was measured with a UV-visible-NIR spectrometer (Cary 5000,
Agilent, Les Ulys, France) over the spectral range 350-1380 nm, using a beam diameter of 1
mm. for each annealing condition. Therefore, 30 absorption spectra are available for fitting
by the model described in this paper.

Table Al. Sample preparation. Three samples of copper initial target thicknesses XY = 10, 30 and
50 nm were successively annealed.

Annealing Time (Min) Temperature (° C) Reference Name of Data
0 20 AOXYnmCut0
22 120 A0XYnm22min120
72 120 A0XYnm72min120
102 120 A0XYnm102min120
160 120 A0XYnm160min120
10 120 A0XYnm190min120
240 130 A0XYnm240min130
600 130 A0XYnm600min130
900 170 A0XYnm9001in170
910 170 AO0XYnm910min170

Appendix B. Measurement of Thicknesses

Cross-sections of the raw and fully oxidized samples were characterized using Scan-
ning Electron Microscopy (SEM, Helios NanoLab 660 FEI and High resolution Hitachi
54800) and Atomic Force Microscopy (AFM, Dimension 3100 NanoScope Illa, Bruker, Wis-
sembourg, France). The AFM equipment was used in tapping mode using silicon nitride
cantilevers with sharpened pyramidal tips. Multiple-Angle Incident (MAI) ellipsometry
(Multiskop, Optrel GbR, Kleinmachnow, Germany), with green laser light A = 532 nm and
Spectroscopic Ellipsometry (SE, Nanofilm EP4, Accurion GmbH, Goéttingen, Germany)
were also used in addition to spectroscopic ellipsometry monochromatized light at 560,
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660, 760, 860 and 960 nm. The results we obtain in this study are reported in Table A2
(UV-vis-NIR, NIR CARY 5000, Agilent, Les Ulys, France) extracted from Tables A3-A5 .

The transformation of a mole of metallic copper to oxide is leading to a volume increase
that is evaluated to r, = 1.68 for CupO and r, = 1.77 for CuO:

~ Vox 1T Moxpcu

VCu ncy poxMCu,

Ty

(A1)

where 7, is the number of copper atoms in a molecule of oxide, My, = 143.1 g mol !,
Me, = 63.55 g mol~! are the molar mass, and p,x = 6 g cm™3, pc,, = 8.96 g cm ™3 are
the densities. In Table A2, this metric is evaluated considering uniaxial growth with a

fixed section:
_ eox(AOXYNm900min170) — eox (AOXYnmCut0)

" ecy, (AOXYnmCut0) — ec,, (AOXYnm900min170)

Cuprous oxide is expected to be highly dominant at low-temperatures of annealing [30].

(A2)

v

Table A2. Measured thicknesses (nm) of raw and fully oxidized samples.

Sample SEM AFM MAI SE UV-Vis-NIR
heu + hox heu + hox hcu heu hcu
hﬂx hﬂx hﬂx
A010nmCut0 — 11+3 72+0.1 11.0 £ 0.2 98 +£0.2
— 0.2+0.1 34+02 1.8+ 1.1
A030nmCut0 — 31+5 282 £0.1 38713 30.0 £0.1
- 29401 3.7+£02 0.0£0.7
A050nmCut0 — 51+8 — — 50.0 £ 0.1
— — 5+09 0.14+0.2
A010nm900min170 34+7 26+3 5.6 +0.1 09+04 12+05
19.6+ 0.1 203 £3.1 197+ 1.6
rp=122+1.1 1o, =17+03 1o =21+03
A030nm900min170 104 £+ 29 98 + 23 49 +0.1 03+14 0.6 4.2
84.6 £ 0.1 63.1+74 44.8 + 6.6
fo=3514£002 1, =16+02 o =15+03
A050nm900min170 136 + 15 142 + 30 — 0+79 0.0£0.6
— 873 +£3.7 89.6 44
— — rp = 1.79 £0.09

AFM and SEM measurements are the real thicknesses of samples, whereas MAI, SE
spectroscopies and UV-vis-NIR give effective thicknesses. Copper films show a very fine
microstructure, with a grain size of a few nm, and a very low roughness with a R;s value
of about 1 nm. The grain size of oxide and perhaps the slice process explain the values from
AFM and SEM and the high magnitude of r,. This microstructure remains thin after full
oxidation with a grain size varying from a few to 80 nm according to the oxide thickness
and a roughness varying from 2 to 14 nm. Our results are in agreement with AFM and
SEM for sample AOXYnmCut0.

MAI fails to measure thicknesses of thick layers. MAI and SE use the optical prop-
erties of bulk materials to calculate effective thicknesses. MAI gives thicknesses smaller
than those of SE. Moreover, the MAI copper thicknesses appear to be greater than those
given by SE for fully oxidized samples. Our results are in agreement with SE except for
A030nm900min170. The values of r, for our results and by SE remain close to the theoretical
value for all samples.

The agreement of our results and experimental measurement of thicknesses of cop-
per and oxide for the sample before annealing (AOXYnmCut0) and after full oxidation
(A0OXYnm900min170) is satisfactory.

Appendix C. Method of Fitting and Results

The method of fitting is detailed in the next subsections: Particle Swarm Optimization
(PSO), the Evolutionary Method (EM) and the Artificial Bee Colony (ABC), the domain of
search and the multi-objective function.
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Appendix C.1. Metaheuristics for UV-Visible-NIR Absorbance Fitting

The Particle Swarm Optimization (PSO), the Evolutionary Method (EM) and the
Artificial Bee Colony (ABC) belong to metaheuristics methods of optimization. Meta-
heuristic optimization is based on the initial random sampling of the model parameters
in the bounded domain of search. N = 40 parameter sets are generated within a bounded
domain of search.

Then the objective function is evaluated and the evolutionary loop starts. Within
this loop, the parameters are modified according to a transformation law, which can be
defined as an evolution operator. If the parameter sets leave the domain of search, they are
either randomly regenerated in the domain of search or stuck on the closest boundaries,
according to a random number. The evolutionary loop stops either if the maximum number
of iterations is reached (T = 100) or if the best value of the multi-objective function is lower
than 0.001.

We shortly describe the evolution operators of each optimization method in the following.

e PSO: the parameters are moved along a vector of translation, which is the sum of three
vectors [37-40]. More details are given in Reference [38]:

- A uniform random contribution of the difference between the N parameter sets
at the previous step of the evolutionary loop and the global best position of this
swarm (weight ¢; = 2.1).

— A uniform random contribution of the difference between the N parameter sets
at the previous step of the evolutionary loop and their best positions obtained in
all the previous steps (weight ¢; = 2.1).

- Alinearly decreasing contribution of the previous translation vector, with weight
ranging from 0.99 at the beginning of the evolutionary loop to 0.43 at the maxi-
mum number of iterations.

If the value of the multi-objective function is better than that obtained at the previous
step of the evolutionary loop, then the best parameter set is updated for the next
step. Classical PSO without hybridization was used to analyze aluminum oxidation
from Turbadar experimental data [41] in the Kretschmann configuration. The strong
dependence of Aluminum optical properties as a function of its nanometric thickness
was demonstrated.

e GA: the input parameters are varied by using crossover, mutation and selection
operators [38,40,42].

—  The crossover operator calculates the mean value of each parameter of two
randomly selected sets. The crossover operates on jt = N /4 parameter set.

- The mutation operator modifies each parameter by adding a normally distributed
random vector with zero expectation and self-adaption variance [43]. The muta-
tion operates on a A = 3N /4 parameter set.

- The N parameter sets that result from the crossover, and mutation operators
are evaluated.

—  The selection operator keeps the N best solutions among these parameter sets
and the best set, obtained at the previous step of the evolutionary loop according
to an elitist (A 4 ) strategy [43].

GA was fully characterized in Reference [44] for inverse problem resolution. Details

can be found in References [45,46]. The recovering of the unknown input parameters

of a model from the fitting of experimental data is actually the resolution of an inverse

problem [47].

e ABC: the parameter sets are divided into two families of size N /2. Specific operators
are applied to these two families. The parameter set is updated by adding a translation

vector [48]. More details on ABC can be found in [49].

- First family: the translation vector is a uniform random contribution of the
difference between the parameter set and another randomly picked one from
the same family. The multi-objective function is evaluated and the family is
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updated with a parameter set for improved values of the multi-objective function.
A probability of attraction of these parameter sets is calculated to promote the
best to guide the second family sets [48].

- Second family: the translation vector is the uniform random contribution of the
difference between the parameter set and a random pickup of the most attractive
parameter sets of the first family.

ABC presents few exogenous parameters, with settings discussed in many references,
e.g., [50]. Here, we used the standard parametrization [48].

Metaheuristics subtly balance between the exploration of the whole domain of search
and the exploitation of the best solutions. This balance must prevent rapid entrapment
in local optima. The random regeneration of parameter sets inside the search domain,
the mutation in GA, the third term of translation in PSO, and the first family in ABC,
contributes to exploration. The two first terms of translation in PSO, the crossover in GA,
and the second family in ABC, ensure the exploitation. In this study, we hybridize these
metaheuristics with two unconstrained local minimum descent methods: the gradient
and Nelder-Mead Simplex methods using the best solution as a starting point. This
hybridization helps to determine if the best solution obtained from metaheuristics is close
to a minimum. Moreover, it may improve the convergence speed. To test the reproducibility
of the algorithms, especially as a function of the initial random generation of parameter
sets, we run nreal = 1000 realizations of each algorithm. Typically, the maximum number
evaluations of the multi-objective function is nreal x T x N = 1000 x 100 x 30 = 3 x
10°, which means about 7 min of computational time, only for the evaluation of the
multi-objective function. The computational time of the whole algorithm of optimization
is around one hour (Xeon E-2176M CPU @2.7 GHz, GNU octave x64) for each fit of
experimental UV-visible-NIR absorbance data.

The best parameter sets of the model (thicknesses and parameters of the optical
properties of copper and copper oxide) are the input parameters for the SPR model.

Appendix C.2. The Domain of Search

For the first samples (before annealing), the nominal thicknesses of copper deposition
(or target) are h2, = 10, 30 and 50 nm. The starting domains of search for thicknesses are
hY,, £ 5 nm for copper and [0, 5] nm for oxide.

For the oxidized samples, the boundaries of the domain of search for thicknesses are
set to search both increasing values of the copper oxide layer thickness and decreasing
values of that of copper, when the samples are successively annealed. The domain of search
of the partial fraction parameters is limited to 1% around those of the bulk materials [18,29].
The fitting basically requires the minimization of the error of fit. In our case, the goal is to
minimize a multi-objective function to accelerate the convergence of the fitting method.

Appendix C.3. The Multi-Objective Function

Fitting of the experimental UV-visible-NIR absorbance curves with the above-mentioned
model of absorbance consists of minimizing a multi-objective function. More specifically,
we define a weighted sum, which scalarizes three objective functions by adding them
pre-multiplied by a given weight [51]. The weights have been chosen after preliminary
tests of convergence of the method for all investigated samples. The idea is to find solutions
for optical properties that are close to the bulk values. The first term of the multi-objective
function is the ratio of the absolute error of the calculated absorbance to the reference
experimental UV-visible-NIR absorbance. The next two terms with weight K; = 1/25 are
the relative difference of the calculated relative permittivities to the bulk ones. We set the
coefficients K¢, = Koy = 1/25 after preliminary trials to balance between the quality of fit
and the closeness to bulk values and, therefore, to increase the speed of convergence of the
algorithms used for fitting. The multi-objective function F is written as:
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No 2 2 2 2
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F= 2Ny — (D +1) - W

The normalization of the objective function by 2N,, — (D + 1) involves the number of
photon energies considered in the UV-visible-NIR absorbance curves for fitting N, = 32
and the dimension D of the problem. D is the number of input parameters of the model of
absorbance. This term is the degree of freedom and helps to compare results by varying
N, (the number of values of the experimental UV-visible-NIR absorbance used for fitting).
Indeed, the computational time depends strongly on this exogenous parameter, more than
one million of evaluation of the objective function being necessary to characterize each of
the metaheuristic methods. Let us briefly outline the principles of the metaheuristics we
use for finding the D = 28 inputs of the model that minimize the multi-objective function.

Appendix C.4. Detailed Results of Fitting

Tables A3—-A5 give the recovered thicknesses of copper and copper oxide from fitting
of the experimental UV-visible-NIR absorbance curves. We calculate the relative permit-
tivity at photon energy used for SPR (fiw = 1.96 eV, for wavelength Ay = 632.8 nm), from
the Partial Fraction model (which is a function of the photon energy) with the recovered
parameters for both copper and oxide. Actually, the quality of fitting depends on the topo-
logical properties of the multi-objective function F and on the tuning of each metaheuristic.
Figures A1, A7 and A11 show the absorbance spectra: in color, the absorbance calculated
from the best parameters that are obtained from the fitting of the experimental ones (black).
The vertical black line displays the photon energy that will be used for the SPR calculations.
These Figures illustrate the goodness of fit, which is given in Tables A3-A5 (the value of
the multi-objective function F).

In Tables A3-A5, we indicate the most efficient metaheuristic: ABC is the Artificial
Bee Colony, PSO is the particle Swarm Optimization, and EM is the evolutionary method.
If the best solution of these methods is improved with Gradient (GR) or Nelder-Mead
Simplex methods (NM), the mention of this hybridization is indicated after the sign “+”.
We suppose that acceptable values of the multi-objective function are within the interval
F € [min(F);1.25 x min(F)]. Indeed, we select the 25% best values of the multi-objective
function across the 1000 realizations of each algorithm, and we calculate the standard devia-
tion of the corresponding family of model parameters. This helps to evaluate the sensitivity
of the fitness function to the variations of each input parameter of the model. These values
(between brackets) indicate the acceptable tolerance on these parameters (Tables A3-A5).

Figures A2, A3, A6, A8, A12 and A13 show the calculated permittivities from the
best parameters of the partial fraction model for copper. The curves are the real and
imaginary parts of the permittivity as a function of the photon energy. The corresponding
plots for copper oxide are given in Figures A4, A5, A9, A10, A14 and A15. We also plot the
bulk permittivity (solid black curve for copper and Cuy0, dashed black curve for CuO).
Consequently, from the results, we expect to deduce if CuO could be present.

Appendix C.4.1. Sample of Initial Copper Thickness 12, = 10 nm

The EM+NM method seems to be more efficient than ABC+NM. The PSO fails to give
acceptable values of fit in most cases. Actually, the tuning of PSO with ¢; = ¢, = 2.1 favors
exploration of the domain of search, at the expense of exploration, but it does not verify the
stochastic condition of convergence of the algorithm [52,53]. The thickness of the raw sample
A010nmCut0 was measured with AFM (11 + 3) nm [14]. We found (11.6 &+ 1.1) nm. The
thickness of copper decreases suddenly after the annealing for 600 min. The results obtained
after 900 and 910 min are coherent: there is no more copper and the copper oxide is no more
modified. The thickness of the fully oxidized sample A010nm900min170 was measured
with AFM (26 £ 3) nm [14]. We found 19.7 £ 1.1 nm, which is at least 2.8 nm smaller.
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The real part of the permittivity of copper is negative at Ay = 632.8 nm (hiw = 1.96 eV)
and smaller than that of bulk. On the contrary, its imaginary part is about seven times greater
than that of bulk. Figure A3 shows a global behavior of thin copper layers: for small photon
energies, the imaginary part of the permittivity is smaller than that of bulk, contrary to the
greater photon energies (toward 3.54 eV).

The real part of the permittivity of copper oxide is smaller than that of bulk CuO for
small oxide thicknesses and tends toward the bulk one (at Ag = 632.8 nm (fiw = 1.96 eV)).
Figure A5 also shows a global behavior of thin copper oxide layers: the imaginary part of the
permittivity is greater than that of bulk on the whole domain of photon energies. The real
part is greater than that of bulk CuyO at high photon energies and smaller at low energies.
The permittivity lays between those of CuO and CuyO. Therefore, we deduce that Cu,O
dominates at low annealing temperatures but that CuO is also present.

The smallest quality of fit (the greatest value of F) is obtained for the sample oxidized for
160 min under 120°. This is revealed in Figure A1l as well in Table A3. The small value of the
standard deviation of the best 25% solutions (6e-04) indicates that it does not result from the
failure of metaheuristics.

Table A3. The recovered thickness of copper and copper oxide, and the relative permittivity of copper
and copper oxide at Ay = 632.8 nm, by fitting experimental UV-visible-NIR absorbance curves. The
value of the multi-objective function F (Equation (A3)) and the most efficient metaheuristics are also
indicated. Values between brackets are standard deviations for acceptable solutions, i.e., obtained
for F below a 25% threshold (for F € [min(F);1.25 x min(F)]. The corresponding success of each
metaheuristic is indicated in percents).

Sample hey Hox nZ, ny F Method
(nm) (nm) athw =196eV  athw = 1.96 eV
A010nmCut0 9.8 1.8 —12.5 + 3.61 82+1.2i 7.9% 1073 EM + NM
0.2) (1.1) (0.5 + 0.51) (0.4 + 0.51) (5x107%)
napc = 37%, Ngpm = 63%, Nnpso = 0%, nNM = 1000/0, NGr = 0
A010nm22min120 9.7 2.8 —11.9 +3.31 82+ 1.3i 51x 1072 ABC + NM
0.2) (1.2) (0.5 + 0.51) (0.4 + 0.51) (1 x1079)
NnABc = 100%, NEM = 0%, Nnpsop = 0%, nNM = 1000/0, NGRr = 0
A010nm72min120 9.6 2.8 —12.5 + 3.61 7.8+ 1.1i 7.1 %1072 ABC + NM
0.3 (1.4) (0.7 + 0.51) (0.5 + 0.4i) (8 x 107%)
napc = 43%, npp = 57%, npso = 0%, nyym = 100%, ngr =0
A010nm102min120 9.5 32 —14.1+3.2i 7.7 +1.0i 8.0 x 1073 ABC + NM
(0.3) (1.5) (0.8+0.51) (0.5 + 0.4i) (7 x 107%)
NABC = 100%, NEM = 0%, npso = 0%, nNM = 1000/0, NGR = 0
A010nm160min120 8.7 49 —15.4 +4.8i 8.0 + 1.0 1.1 x 1072 EM + NM
05) (1.0 (1.1 + 1.00) (1.1 + 0.51) (6 x 107%)
napc = 36%, npy = 45%, npso = 19%, nypm = 100%, ngr =0
A010nm190min120 8.5 6.9 —14.8 + 5.6i 75+1.21 9.3 x 1073 EM + NM
(0.5) (1.1) (1.2 + 1.01) (1.1 + 0.51) (6 x 107%)
napc = 60%, npy = 40%, npso = 0%, nyym = 100%, ngr =0
A010nm240minl30 2.6 16.7 —11.1 +3.4i 9.6 + 0.61 62 x 1073 EM + NM
0.7) (1.1) (0.4 + 0.61) (0.3 +0.2i) (5x107%)
naApc = 24%, Ngpm = 29%, Nnpso = 470/0, nNM = 920/0, NGRr = 8
A010nm600min130 1.9 17.9 —11.2+3.2i 8.6 +0.1i 7.6 x 1073 ABC + NM
(0.5) (0.9) (0.5 + 0.51) (0.4 +0.0i) (5x107%)
napc = 50%, npp = 22%, npgo = 28%, nypm = 100%, ngr =0
A010nm900min170 1.2 18.5 —142+4.2i 8.5+ 0.0i 1.6 x 102 PSO + NM
(0.5) (1.5) (1.1 + 1.51) (0.7 + 0.1i) (5x1079%)
napc = 25%, npy = 44%, npso = 31%, nypm = 100%, ngr =0
A010nm910min170 0.7 18.7 —11.0+3.31 8.3 +0.0i 6.4 x 1073 ABC + NM
(0.5) (1.0) (0.6 + 0.61) (0.4 + 0.01) (8 x107%)

napc = 56%, ngp = 16%, npso = 28%, nyp = 100%, ngg =0
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Figure Al. Absorbance as a function of the photon energy: experimental (black dashed) and best
calculated solution (color) for each oxidized sample (initial thickness h%u = 10 nm).
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Figure A2. Real part of the relative permittivity of copper as a function of the photon energy: bulk
(black) and best calculated (color) for each oxidized sample (initial thickness hgu = 10 nm).
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Figure A3. Imaginary part of the relative permittivity of copper as a function of the photon energy:
bulk (black) and best calculated (color) for each oxidized sample (initial thickness h%u = 10 nm).
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Figure A4. Real part of the relative permittivity of oxide as a function of the photon energy: bulk

Cuz0 (black solid line), bulk CuO (black dashed line) and best calculated (color) for each oxidized
sample (initial thickness hgu = 10 nm).
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Figure A5. Imaginary part of the relative permittivity of oxide as a function of the photon energy:
bulk CuO (black solid line), bulk CuO (black dashed line) and best calculated (color) for each
oxidized sample (initial thickness h%l , = 10 nm).

Appendix C.4.2. Sample of Initial Copper Thickness h%, = 30 nm

Table A4 shows that the least efficient fittings are obtained for the sample with an
annealing time greater than 240 min: it is about twice the best value considering all samples.
Therefore, the visual inspection of Figure A7 reveals a good quality of fit. Again, the
bad tuning of PSO could explain the superiority of ABC+NM and EM+NM. Let us note
that neither of the Gradient (+GR) hybridized methods succeeded in reaching the best
parameter set. The thickness of copper decreases gently up to the two last annealings. The
results obtained after 900 and 910 min are in agreement: only copper oxide remains.
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As for the previous sample (with an initial target thickness of 10 nm), the thick-
ness of the raw sample A030nmCut0 was measured with AFM (31 + 5) nm [14]. We
found (30.0 & 0.1) nm, which is in agreement. The thickness of the fully oxidized sample
A030nm900min170 was also measured by AFM : 98 + 23 nm. Our result is about half of
this value. This is probably due to the grain material structure of oxide, which increases
the true thickness compared to the effective thickness we calculate. The negative real part
of the permittivity of copper is smaller than that of bulk at Ag = 632.8 nm (fiw = 1.96 eV).
Its imaginary part is about seven times greater than that of bulk. Figure A8 shows a global
behavior similar to that of thinner copper layers: for small photon energies, the imaginary
part of the permittivity is smaller than that of bulk, contrary to the greater photon energies
(toward 3.54 eV). Let us note that in the case of total oxidation (900, 910 min), the results for
the optical properties of copper are not significant.

Figure A9 shows the same behavior as in Figure A4. The real part of the permittivity
of copper oxide is smaller than that of bulk CuyO for small oxide thicknesses and tends
toward the bulk one for thick layers (at Ay = 632.8 nm (iw = 1.96 eV)). For thin copper
oxide layers, the imaginary part of the permittivity is greater than that of bulk on the whole
domain of photon energies. In the case of total oxidation (900-910 min), the real part is
much smaller than that of bulk, and the shape of the curve is modified. This behavior
is probably due to the inclusion of air in the thick oxide layers. Again, the permittivity
remains far from that of CuO.

Table A4. The recovered thickness of copper and Cooper oxide, the relative permittivity of copper
and copper oxide at Ay = 632.8 nm, by fitting experimental UV-visible-NIR absorbance curves. The
recovered relative permittivities can be compared to those of bulk copper and copper oxide, resp.
—11.55 + 1.57i and 8.64 + 0.64i [29]. The value of the multi-objective function F (Equation (A3)) and
the most efficient metaheuristics are also indicated. Values between brackets are standard deviation
for acceptable solutions, i.e., obtained for F below the 25% threshold (for F € [min(F);1.25 x min(F)].
The corresponding success of each metaheuristic is indicated in percentages).

Sample hew Nox n, n2, F Method
(nm) (nm) athw =1.96eV  athw = 1.96 eV
A030nmCut0 30.0 0.0 —141+27i 83 +1.2i 8.7 x 1073 ABC + NM
0.1) 0.7) (0.5 + 0.61) (0.2 +0.31) 4 x107%)
napc = 62%, npy = 38%, npso = 0%, nyym = 100%, ngr =0
A030nm22min120 29.9 0.1 —13.3 +2.8i 8.6 +0.71 79 x 1073 ABC + NM
0.1) 0.5) (0.5 + 0.51) (0.3 +0.31) (8 x107%)
napc = 42%, npyp = 50%, npso = 8%, nyym = 100%, ngr =0
A030nm72min120 29.5 1.0 —12.5+29i 8.2 +1.0i 6.2 x 1073 EM + NM
0.3) 0.5) (0.4 + 0.4i) (0.3 + 0.3i) 4x107%
napc = 4%, npy = 56%, npso = 0%, nyp = 100%, ngr = 0
A030nm102min120  29.4 1.0 —13.0 +2.0i 81+ 1.1i 52 x 1072 EM + NM
0.4) 0.7) (0.5 + 0.31) (0.3 +0.2i) (5x107%)
napc = 14%, npyp = 86%, npso = 0%, nyym = 100%, ngr =0
A030nm160min120  28.2 3.1 —12.8 +3.1i 8.3 +0.51 49 x107%  ABC +NM
0.6) (1.0 (0.5 + 0.51) (0.3 +0.31) (5x107%)
naApc = 17%, Ngpm = 83%, Nnpsop = 0%, nNM = 1000/0, NGRr = 0
A030nm190min120 27.9 3.5 —13.5+2.9i 8.4 +0.61 48 x 1073 ABC + NM
0.7) (1.2) (0.5 + 0.51) (0.3 +0.31) (5x107%
napc = 50%, npp = 50%, npso = 0%, nyy = 100%, ngr =0
A030nm240min130 21.2 145 —11.3 +8.2i 7.7+ 131 1.1 x 1072 EM + NM
(1.5) (24) (1.1 + 1.51) (0.9 + 1.11) (5x107%)
napc = 9%, npp = 70%, npso = 21%, nyp = 100%, ngr =0
A030nm600min130  20.1 16.6 —159 + 6.8i 7.7 +0.61 1.2 x 102 EM + NM
(1.2) (2.2) (0.9 + 0.8i) (0.9 + 0.6i) (5x107%)
napc = 18%, npyp = 57%, npso = 25%, nyp = 100%, ngr =0
A030nm900min170 0.6 44.8 —10.2 +2.2i 7.0 +0.0i 1.1 x 1072 EM + NM
(4.2) (6.6) (0.9 + 1.0i) (1.1 +0.81) (5x107%)
napc = 4%, nppm = 96%, npso = 0%, nyy = 100%, ngr =0
A030nm910minl170 0.4 45.8 —11.5+3.1i 7.1+ 0.0i 1.1 x 1072 EM + NM
(4.2) (6.6) (0.9 +1.0i) (1.1 +0.8i) (5x107%)

napc = 0%, npp = 40%, npso = 60%, nyp = 100%, ngr = 0
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Figure A6. Real part of the relative permittivity of copper as a function of the photon energy: bulk
(black) and best calculated (color) for each oxidized sample (initial thickness h%u = 30 nm).
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Figure A7. Absorbance as a function of the photon energy: experimental (black dashed) and best
calculated solution (color) for each oxidized sample (initial thickness hgu = 30 nm).
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Figure A8. Imaginary part of the relative permittivity of copper as a function of the photon energy:
bulk (black) and best calculated (color) for each oxidized sample (initial thickness h%u = 30 nm).
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Figure A9. Real part of the relative permittivity of oxide as a function of the photon energy: bulk
Cup0 (black solid line), bulk CuO (black dashed line) and best calculated (color) for each oxidized
sample (initial thickness h%“ = 30 nm).
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Figure A10. Imaginary part of the relative permittivity of oxide as a function of the photon energy:
bulk Cuy0O (black solid line), bulk CuO (black dashed line) and best calculated (color) for each
oxidized sample (initial thickness h%u = 30 nm).

Appendix C.4.3. Sample of Initial Copper Thickness h%u =50 nm

Table A5 gives values of the multi-objective function F that are close to those ob-
tained for the other samples. The stability of the methods also is of the same order of
magnitude (smaller than 1 x 103). The ABC + NM is the most efficient method even if
ngym > nape. The PSO is more efficient for oxidized samples. The thickness of the raw
sample A050nmCut0 was measured with AFM (51 & 8) nm [14]. We found (50.1 & 0.2) nm,
which is in agreement. The thickness of the fully oxidized sample A050nm900min170 also
was measured by AFM: 142 + 30 nm. We found 82.3 & 4.4 nm. As for the A030nm sample,
we found a smaller value. The real part of the permittivity is about 50% smaller than that
of the bulk, even for quasi non-oxidized samples. The oxidation appears to be slow to
get going. This finding is coherent with that for the two previous samples. The relative
permittivity of oxide at iw = 1.96 eV appears to get closer to that of bulk, except for the

120



Photonics 2022, 9, 104

two last samples. In these cases, the air inclusions in oxide may explain the strong decay
seen in Figure A14. The increase in the imaginary part of the copper permittivity at small
photon energies is clear in Figure A13, but for small thicknesses. In the same region of
photon energies, the decrease in the real part is similar to that of the two previous samples.

Table A5. The recovered thickness of copper and copper oxide, and the relative permittivity of copper
and copper oxide at Ay = 632.8 nm, by fitting experimental UV-visible-NIR absorbance curves. The
recovered relative permittivities can be compared to those of bulk copper and copper oxide, resp.
—11.55 + 1.57i and 8.64 + 0.64i [29]. The value of the multi-objective function F (Equation (A3)) and
the most efficient metaheuristics are also indicated. Values between brackets are standard deviation
for acceptable solutions, i.e., obtained for F below 25% threshold (for F € [min(F);1.25 X min(F)].
The corresponding success of each metaheuristic is indicated in percentages).

Sample heu Nox n%, n?, F Method
(nm) (nm) athw = 1.96 eV athw = 1.96 eV
A050nmCut0 50.0 0.1 —15.4 +2.0i 7.9 +1.0i 1.0 x 1072 EM + NM
0.1) 0.2) (0.5 + 0.4i) (0.4 +0.3i) (5x107%)
napc = 38%, npm = 62%, npso = 0%, nym = 100%, ngr =0
A050nm22min120 49.8 0.1 —14.6 +1.8i 82+0.8i 9.3 %1073 EM + NM
(0.1) 0.2) (0.4 + 0.4i) (0.3 +0.3i) 9 x 1074
napc = 26%, npy = 48%, npso = 26%, nym = 100%, ngr = 0
A050nm72min120 49.8 0.6 —142 +22i 83+09i 7.0 x 1072 EM + NM
0.3) 0.3) (0.4 + 0.41) (0.3 +0.3i) (4 x107%)
nape = 33%, nem = 51%, npso = 15%, nym = 100%, ngr = 0
A050nm102min120 49.8 0.6 —13.2 +2.3i 8.8 + 0.51 57 x 1073 EM + NM
0.3) 0.3) (0.3 +0.5i) (0.3 +0.3i) (7 x 107%)
napc = 33%, ngp = 56%, npso = 11%, nyy = 100%, ngr =0
A050nm160min120 49.2 1.6 —12.5+2.3i 8.4 +0.8i 5.6 x 1072 EM + NM
0.5) 0.6) (0.4 +0.4i) (0.3 +0.2i) (4 x107%)
nagc = 38%, nem = 59%, npso = 3%, nnm = 100%, ngr =0
A050nm190min120 49.1 1.8 —12.2+2.3i 83+0.71 55x 1073 EM + NM
(0.5) (0.6) (0.4 + 0.4i) (0.3+0.2i) (3 x107%)
napc = 43%, nem = 57%, npso = 0%, nnm = 100%, ngr = 0
A050nm240min130 421 14.1 —13.7 + 2.61 74+ 131 7.1 %1072 PSO + NM
(3.0 (5.5) (0.8 +0.71) (0.4 + 0.4i) (9 x107%)
napc = 0%, npp = 38%, npso = 62%, nyv = 100%, ngr = 0
A050nm600min130 39.0 19.0 —14.4 + 351 8.1+ 1.4i 8.4 x 1072 PSO + NM
(3.8) 6.7) (1.0 + 0.8) (0.3 +0.71) (1x1073%)
napc = 29%, npp = 31%, npso = 40%, nym = 97%, ngr = 3
A050nm900min170 0.4 81.9 —9.1+23i 6.1+0.1i 14 x 1072 EM + NM
(0.6) (4.6) (0.9 + 1.1i) (0.5 +0.1i) (1x1073)
napc = 7%, nep = 83%, npso = 11%, nym = 100%, ngr = 0
A050nm910min170 0.0 89.6 —11.5+2.8i 6.6 +0.31 14 x 1072 ABC + NM
(0.6) (4.4) (0.8 + 1.1i) (0.5 +0.1i) (8 x107%)

napc = 97%, npp = 0%, npso = 3%, nyp = 100%, ngr =0
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Figure A11. Absorbance as a function of the photon energy: experimental (black dashed) and best
calculated solution (color) for each oxidized sample (initial thickness hgu = 50 nm).
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Figure A12. Real part of the relative permittivity of copper as a function of the photon energy: bulk
(black) and best calculated (color) for each oxidized sample (initial thickness hgu = 50 nm).
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Figure A13. Imaginary part of the relative permittivity of copper as a function of the photon energy:
bulk (black) and best calculated (color) for each oxidized sample (initial thickness h%“ = 50 nm).
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Figure A14. Real part of the relative permittivity of oxide as a function of the photon energy: bulk
Cuy0 (black solid line), bulk CuO (black dashed line) and best calculated (color) for each oxidized
sample (initial thickness h%u = 50 nm).

122



Photonics 2022, 9, 104

—— A050nmCut0
—5— A050nm22min120
—+— A050nm72min120
—<— A050nm102min120
A050nm160min120
—— A050nm190min120
—&— A050nm240min130
—— A050nm600min130
—#— A050nm900min170
A050nm910min170
— Ref

(e (Oxide))

1 15 2 25 38 35
E (eV)

Figure A15. Imaginary part of the relative permittivity of oxide as a function of the photon energy:
bulk CuyO (black solid line), bulk CuO (black dashed line) and best calculated (color) for each
oxidized sample (initial thickness hgu = 50 nm).

Appendix C.5. Discussion on the Resolution of the Inverse Problem: the Fitting of UV-Visible-NIR
Absorbance Curves

We used three metaheuristics to recover both thicknesses and optical properties of
copper and copper oxide. ABC is globally the most efficient for thin layers, EM takes the
second place, and PSO may succeed for oxidized samples. The hybridization with NM is
the most efficient in all cases. Let us note that the success of each metaheuristic depends
on the tuning of its exogenous parameters. In our case, the fitting requires D = 28 input
parameters for the model; therefore, the fitting may be considered a hard problem. In this
case, the “no free lunch theorem” can apply, the topology of the model being dependent on
the balance between copper and copper oxide thicknesses [54]. Indeed, two metaheuristics
are equivalent if their performances are comparable for all possible problems. Therefore,
the resolution of a difficult inverse problem would require more than one metaheuristic
to ensure the best result. The repeated realizations of the same algorithm and the use of a
tolerance threshold for the values multi-objective function (here 25%) help assess the stability
of the methods and the relevance of the outcome [55]. Using this careful approach leads to
better results than those found in Reference [15]. The values obtained independently, for all
samples, with the same tuning of optimization methods are physically sound.

The electromagnetic model of a plane multilayer combined with partial fraction models
for copper (order 4) and oxide (order 2) allow fast calculation and seems to be sufficient
to describe the oxidation of thin layers of copper. Actually, the roughness of the layers is
small enough [14], and the possible air inclusion in thick oxide layers is reflected in the
partial fraction model (Figures A9 and A14).

The model reproduces the dips in UV-visible-NIR absorbance curves. The main one
in absorbance curves is close to 2.1 eV and characteristic of the inter-band transition from
d states (valence band) to ‘s-p” conduction bands [18] (Figures A1, A7 and A11). The
low boundary of photon energy is greater than the bandgap characteristic of the copper
structure [56]. Figures A3, A8 and A13 show a global offset of the relative permittivity
of copper relative to the bulk one, especially at low energies: the imaginary part is much
smaller. On the contrary, copper is a more absorbing material at higher photon energies.
The second dip near 1.25-1.4 eV in Figures Al and A7 appears for thicknesses of copper
and oxide of the same order of magnitude. In this case, the dip reveals the indirect gap
of CuO. It disappears for complete oxidation, for which CuyO dominates. The observed
bandgap near 2 and 2.2 eV are not those for CuO observed at a higher temperature of
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annealing (623 K) [57] but are closer to that of CuyO (near 2.1 eV) [56]). The slope change
in absorbance of pure oxide samples appears near 2.2-2.4 eV and does not indicate a
weakened CuO bandgap [57] but the CuyO bandgap near 2.5 eV [13,58]. This last reference
separates CuO and CupO bandgaps (respectively, 1.4-1.5 and 2.5 eV). Our results are
intermediate between those in Reference [56] (2.1 eV) and [13,58] (2.5 eV) and are coherent
with those in Reference [36]. This result is confirmed in Reference [59]: copper oxide phases
are mainly CupO at oxidation temperature below 400 °C for complete oxidation. CuO
remains in the first oxidation steps. This inter-band transition peak (CuyO) appears and
increases with both temperature and oxidation time. However, this latter is attenuated for
increasing copper thicknesses. Indeed, for smaller thicknesses (<10 nm), the electric field is
stronger. Therefore, the movement of Cu" ions through the oxide toward the reaction zone
is impeded. For hic,, > 10 nm, the effect of the electric field decreases, and the diffusion of
the cations become limited. The optical property of copper oxide moves closer to the CuO
bulk at low photon energies. For high photon energies, the imaginary part of the relative
permittivity of oxide is greater than that of bulk Cu,O. This may be due to the outbreak of
nanoparticles (NPs) of CupO, which red-shifts the dips.
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Abstract: Nonlinear plasmonics requires the use of high-intensity laser sources in the visible and
near/mid-infrared spectral ranges to characterise the potential enhancement of the vibrational
fingerprint of chemically functionalised nanostructured interfaces aimed at improving the molecular
detection threshold in nanosensors. We used Two-Colour Sum-Frequency Generation (2C-SFG)
nonlinear optical spectroscopy coupled to the European CLIO Free Electron Laser in order to highlight
an energy transfer in organic and inorganic interfaces built on a silicon substrate. We evidence that a
molecular pollutant, such as thiophenol molecules adsorbed on small gold metal nanospheres grafted
on silicon, was detected at the monolayer scale in the 10 um infrared spectral range, with increasing
SFG intensity of three specific phenyl ring vibration modes reaching two magnitude orders from blue
to green—yellow excitation wavelengths. This observation is related to a strong plasmonic coupling to
the thiophenol molecules vibrations. The high level of gold nanospheres aggregation on the substrate
allows us to dramatically increase the presence of hotspots, revealing collective plasmon modes based
on strong local electric fields between the gold nanoparticles packed in close contact on the substrate.
This configuration favors detection of Raman active vibration modes, for which 2C-SFG spectroscopy
is particularly efficient in this unusual infrared spectral range.

Keywords: gold; nanoparticles; thiophenol; silicon; nonlinear optics; sum-frequency generation;
plasmonics; UV-vis spectroscopy; atomic force microscopy; CLIO free electron laser

1. Introduction

Nonlinear optical Two-colour Sum-Frequency Generation (2C-SFG) spectroscopy of
metal [1-3] and semiconducting [4-6] nanoparticles constitutes a reliable probe of the
surface molecular chemistry of nanostructured samples in catalysis and (bio)chemical
sensing [7]. For instance, in such systems, the evolution of various physico-chemical prop-
erties impacted by surface plasmons and excitons can be analysed [8,9]. In a general way,
whatever the probed scale, 2C-SFG spectroscopy gives access to intramolecular vibronic
couplings [10-12], molecule/substrate interactions [13-16] and molecule /nanostructure
interactions [17-26]. Similar to most of the spectroscopy techniques from the nonlinear
optics family [27], 2C-SFG spectroscopy works only with high-intensity laser sources. Here
we need two high-intensity laser sources in the infrared (IR) and in the visible spectral
ranges. While it is now possible from almost 20 years [28,29] to take profit from a visible
wavelength tunable from violet to red in such spectroscopy, highlighting the effect of
electronic properties of any kind of interface, the major drawback was the access of the
infrared wavelength in optical parametric oscillators/amplifiers (OPO/OPA). Indeed, it
is quite difficult to extract enough power from nonlinear crystals (e.g., AgGaS;) beyond
8 um without quick damage. As a consequence, the great majority of the SFG spectroscopy
literature lies in the 2.5-8 um spectral range. Vibration modes from OH, NH, CH, CN,
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CO chemical bonds lie in this spectral range and were extensively scrutinised with SFG.
Nevertheless, probing C-C bonds around 10 um, such as in phenyl rings (as in thiophenol
molecules, for instance, in the present work), is highly challenging, although they are
fundamental markers as evidenced in Raman spectroscopy [30] and for modelling by DFT
calculations [31]. This will be our topic here.

In order to address these issues, technical improvements have been carried out for
years in SFG spectroscopy by switching the pulse duration from the ps temporal regime to
the fs one, in order to broaden—as much as possible in one high-intensity laser pulse—the
infrared spectral range. While the fs scale allows us to reach the 10 um range, the delivered
power remains limited for applications and, generally, to the detriment of the visible coun-
terpart, limited to a fixed visible wavelength in the ps scale. While this promising approach
is the most relevant for the next future of 2-Dimensional (2D) nonlinear spectroscopy for
any kind of application [32], giving access to dynamical processes of surface chemistry,
a successful alternative technical route for 2C-SFG spectroscopy was investigated from
the beginning: the use of a high-intensity tunable infrared beam provided by Free Elec-
tron Lasers (FEL) in catalysis and electrochemistry [33-35], leading more recently to an
experimental breakthrough by the SFG imaging of surface phonons [36].

In the present work, thanks to the use of the CLIO FEL [37], we successfully performed
2C-SFG spectroscopy in the 10 um IR spectral range on small gold AuNPs functionalised by
thiophenol molecules, acting as a molecular surface probe, for different visible wavelengths
from blue to red. In this way, we highlighted and quantified an amplification of the SFG
signal of three specific thiophenol vibration modes due to an optical coupling to surface
plasmon resonance. This coupling effect is related to the presence of numerous hotspots
due to the strong aggregation of AuNPs. This close-packed AuNPs configuration on the
substrate induces the existence of strong local electric fields between them, leading to the
presence of collective plasmon modes in the yellow—orange spectral range, overwhelming
the LSPR (Localised Surface Plasmon Resonance) contribution of isolated AuNPs in the
green. This framework leads to the amplification of the thiophenol nonlinear vibrational
response by two orders of magnitude by switching from blue (480 nm) to yellow—orange
(560-600 nm). To the best of the authors” knowledge, this is the first time that such strong
optical plasmonic coupling has been observed and calculated in this vibrational fingerprint
spectral range (~1000 cm~!) on nanostructured interface with 2C-SFG spectroscopy.

2. Materials and Methods
2.1. Sample Preparation

The sample preparation is based on the same reliable and easily reproducible protocol
described in our previous publications [38—40] as summarised hereafter and sketched
in Figure 1, the purpose being for this specific study to lead to a large number of close-
packed AuNPs. All chemicals were purchased from Sigma-Aldrich (France). AuNPs
were synthesised from 1.7 mg of gold salts (HAuCly.3H,0, 99.999%) dissolved in 20 mL
Millipore water following Turkevich protocol. After the solution was heated up until
boiling point and stirred vigorously, 0.8 mL of 8.5 x 10~* M trisodium citrate (Na3CgH507)
was added all at once while heating and stirring for 30 min. The solution then turned
successively from light yellow to deep gray, looking finally dark red after ~10 min. The
corresponding UV-visible absorbance spectrum of the resulting water solution of AuNPs
was therefore obtained to monitor the position of the absorption peak. In order to graft
AuNPs on the silicon Si(100) substrate, wafers of ultrasonically cleaned n-doped silicon (1
x 1cm?, Siltronix) were silanised in an absolute methanol solution through 3-aminopropyl-
triethoxysilane (APTES, HyN(CH,)35i(OC;Hs)3, 10% vol.) over 90 min. Afterwards, they
were dipped in the AuNPs colloidal solution over 24 h in order to ensure a large surface
density of AuNPs Ns~8 x 10'°/cm?, corresponding to a filling factor f ~15% as deduced
by AFM measurements [40]. After grafting, AuNPs were functionalised during 18 h with
al0o®M thiophenol (CgH5SH) solution dissolved in dichloromethane (CH,Cl;). We
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Figure 1. Sketch of the sample preparation and of the 2C-SFG experimental configuration used in
counterpropagating geometry. See text for details.

2.2. AFM Microscopy

In order to analyse the surface density Ns of AuNPs grafted on the sample, an AFM
imaging (Digital Instrument, DI3100, USA) was used in tapping mode. The working
frequency of the silicon tip (curvature radius at the apex ~10 nm) was 130 KHz. This
allowed us to count the AuNPs and measure their diameter (17 &+ 2 nm) equal to their
height with respect to the 5i(100) surface, even if it did not have a good lateral resolution to
image isolated AuNDPs.

2.3. UV-Vis Spectroscopy

Absorption (solution) and reflection (sample) spectroscopy measurements were per-
formed through a Cary 5 spectrophotometer (Varian). On the silicon substrate, the spectra
were recorded with an incidence angle of 10°. In order to detangle the AuNPs signature
from the silicon contribution, the bare Si(100) reflectivity Ry was first measured, prior to
the sample reflectivity R in the same conditions. Within this differential measurement
procedure, it was therefore possible to access the sample reflectance —log(R/Ry) with a
reproducibility ensured within 1 x 1073 A.U. (Absorbance Units).

2.4. 2C-SFG Spectroscopy with the CLIO Free Electron Laser Facility

A Sum-Frequency Generation (SFG) tabletop setup based on a Nd:YLF laser source at
1047 nm wavelength (repetition rate for macropulses: 25 Hz; for micropulses: 62.5 MHz)
was coupled to the CLIO Free Electron Laser (FEL) Facility with the same temporal fea-
tures [37]. The CLIO FEL was used to take profit of its intense and pulsed IR laser beam
(~1 ps pulse duration, ~10 uJ energy per pulse from which ~2 uJ were used in order to
avoid sample damage, ~5 cm ™! spectral resolution) to probe the vibration fingerprint of
thiophenol molecules (ring deformations) in the ~10 pm spectral range (975-1100 cm ™).
The incident visible laser beam (~5 ps, 4 uJ per pulse, ~6 cm~! spectral resolution) was
tuned from 480 nm to 600 nm by ~20 nm steps, resulting in 8 SFG spectra corresponding
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to 8 different incidence visible wavelengths. The tunable visible beam was obtained from
a visible Optical Parametric Oscillator (OPO) based on the pumping of a rotating BBO
(Barium Borate) nonlinear crystal inside an optical cavity by the 3rd harmonic (UV wave-
length = 349 nm) of the Nd:YLF laser source obtained after: first, the frequency-doubling
(2nd harmonic visible wavelength = 523.5 nm) through a BBO (Barium Borate) nonlinear
crystal: second, the mixing of the remaining IR part with the resulting 2nd harmonic in
a LBO (Lithium Borate) nonlinear crystal. The IR and visible incident laser beams were
mixed at the same point of the probed interface (~2 mm laser beam diameter) during the
experiment. It is worth noting that the SFG experiments were performed in a counter-
propagative geometry in order to well discriminate, spatially, the SFG beam from the
reflected visible beam (by the silicon surface sample) going through a monochromator
for spectral filtering. This original and unusual SFG spectroscopy configuration, aimed at
avoiding light saturation of the photomultiplier located at the monochromator output, was
derived from previous publications [29,33,41-44], allowing us to fix the detection direction
for collecting SFG photons, whatever the IR or visible wavelengths. We improved the
detection efficiency thanks to the use of rotating mirrors placed in the SFG path between
the sample and the monochromator. Indeed, by considering the energy (hwspg = hwyss
+ hwr) and momentum (ksgg = kyss + kir: valid for the parallel component only, i.e., in
x-direction, see Figure 1) conservation rules in SFG spectroscopy at ~10 pm, whatever the
chosen visible beam color, it was possible to well separate spatially the SFG beam from
the latter. To meet these conditions, the IR and visible incidence angles of the laser beams
were 65° and —55° with respect to the sample surface normal (z-direction) as sketched in
Figure 1. All beams were p-polarised. SFG data were normalised by the IR and visible
powers in order to compensate for eventual laser fluctuations. All data are also corrected
by the optical responses of photomultiplier and monochromator gratings which evolved
from blue to orange-red.

3. Results
3.1. AFM Characterisation

Figure 2 displays the typical AFM image of our Si(100)/ AuNPs/thiophenol surface. In
order to deduce the AuNPs surface density Ns~8 x 1019 /cm?, several scans were performed
for different scales: 2 x 2 pm? and 500 x 500 nm?, allowing us to identify and count each
individual nanoparticle (17 £ 2 nm diameter) by probing and averaging on at least five
areas of the sample surface. The results obtained for the sample structural characterisation
were consistent with the specific preparation (dipping of the grafted covered Si for 24 h in
the AuNPs solution [38-40]) chosen to lead to AuNPs that were aggregated in close contact.
This drastically modified the UV-Vis optical fingerprint of the sample with respect to the
optical response in solution as shown thereafter.

10 15 Z-scale 00pm 01 02 03 04 Z-scale
24.0 nm 20.1 nm
2010 18.0
16.0
16.0
14.0
10.0 12.0
10.0
50
0.0 6.1

Figure 2. AFM image of the Silicon/APTES/AuNPs/Thiophenol interface. Left: 2 x 2 um? scale.
Right: 500 x 500 nm? scale. Z-scale intensity: height.
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3.2. UV-Visible Measurements

Figure 3a displays the UV-Vis absorption spectrum of the AuNPs solution while
Figure 3b displays the UV-Vis reflectance spectrum of the Si(100)/AuNPs/thiophenol
sample. The AuNPs absorbance spectrum shows a peak at 520 nm, corresponding to
their Localised Surface Plasmon Resonance (LSPR). When AuNPs were grafted on the
5i(100) surface, the LSPR is dip-shaped and slightly red-shifted to 525 nm. A second
strong dip-shaped band appeared at 650 nm in the optical response. The latter one is
directly related to AuNPs aggregation occurring during the deposition process on the
surface (see Figure 2). This is a well-known phenomenon, demonstrated both theoretically
and experimentally for metal nanoparticles in colloidal solutions or deposited with high
density on substrates. In fact, this band results from coupling processes of surface plasmons
between nanoparticles in close contact (interparticles coupling) [45]. To observe this kind
of collective plasmon modes, the AuNPs were physically connected through aggregation,
leading to a dipolar coupling between neighboring plasmonic oscillators, which was the
case when the spacing between them was smaller than ca. 30 nm. [46]. For instance, this
kind of plasmonic collective coupling is used in biosensing to obtain a fine monitoring of
the plasmon resonance position by playing at will for instance with gold nanorods size
(aspect ratio) and spacing [47,48]. Besides, the two negative spectral shapes observed in
Figure 3b on the silicon surface are in relation with the reflectivity measurement mode,
because the reflectivity of the silicon was strongly modulated by the presence of a AuNPs
layer. Qualitatively, the more gold on the surface, the higher the reflectivity R, compared
to the reference Ry. Therefore, the presence of AuNPs induced negative values for the
reflectance as observe in Figure 3b. This optical phenomenon is explained in previous
works [40,49] based on the calculation of the dielectric constant of the AuNPs layer in the
framework of the effective medium theory (Maxwell-Garnett and Bruggeman formalisms
of low and high density composite layer, respectively).
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Figure 3. UV-Vis absorption (a) and reflectance (b) spectra of AuNPs colloidal solution (insert) and
Si(100) / AuNPs/thiophenol sample (insert), respectively. The peak or valley shape at 520 and 525 nm
wavelengths correspond to the LSPR of the AuNPs.

3.3. 2C-SFG Measurements

2C-SFG measurements of our sample made of 17 nm diameter AuNPs grafted on
silicon and functionalised by thiophenol are recorded in counter-propagating geometry
and depicted in Figure 4 for 8 different visible laser wavelengths from blue to orange-red
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as pointed out on the right of the panel. For each visible wavelength, three vibration modes
of thiophenol molecules were observed at 1000, 1023 and 1071 cm !, respectively.

1000 cm' 1023 cm-! 1071 cm-!

600 nm

SFG intensity (a.u.)

480 nm

980 1000 1020 1040 1060 1080 1100
Wavenumber (cm-)

Figure 4. Experimental SFG spectra (open circles) obtained with the CLIO FEL for the
5i(100)/ AuNPs/thiophenol sample at 8 different visible beam wavelengths of the incident laser
beam, ranging from blue to orange-red as noted on the right of the panel. On the left axis, the 0
of each curve is sketched by a short black line. While the SFG spectra are all shifted to ease view,
they are all drawn within the same intensity scale to have a direct qualitative comparison. The three
main vibration modes tagged at 1000 cm !, 1023 cm ™! and 1071 cm ™! correspond to specific phenyl
ring deformations of the thiophenol molecules as established in the literature [31,39]. Colored lines
are fitted to the SFG experimental data, as detailed and explained in the text. The SFG spectrum at
480 nm visible wavelength will act as the reference to calculate the plasmonic coupling effect and the
amplification factor of the thiophenol vibrational fingerprint.

In 2C-SFG spectroscopy, a second order nonlinear optical process, it is counter intuitive
to observe a signal from functionalised spherical objects because they are centrosymmetric
media. In other words, there is a symmetry inversion center of the electronic properties
(charge distribution) for an observer placed at the center of the gold spheres. A quick
look on the sample structure given in Figure 1 shows us the reason for this apparent
contradiction. The grafting of the AuNPs induced a symmetry breaking of the electronic
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properties in the z-direction where the ppp polarisation scheme of the three beams (SFG,
Visible, IR) was the most efficient for 2C-SFG spectroscopy. Moreover, the AuNPs were
mostly functionalised by thiophenol molecules on their upper surface, while they were not
on their lower surface, grafted on silicon through APTES molecules. While AuNPs are not,
in principle, the most efficient objects for second order nonlinear optics, the current work
shows that it is again possible to detect such molecular species on small metal nanospheres
and, more interestingly, to evidence the positive role of the plasmonic coupling effect in
improving the detection efficiency of 2C-SFG spectroscopy. Besides, it has been shown
that the SFG vibration mode amplitude of thiophenol molecules increased linearly with
Ns (AuNPs surface density): the more the AuNPs were aggregated, the higher the SFG
process efficiency [40]. In fact, the first striking feature observed in Figure 4 is the effect of
the selected visible laser beam wavelengths on the SFG signal of the thiophenol vibrational
fingerprint. It is clear that the three vibration modes were difficult to observe in the blue
spectral range for a common intensity scale but they became more and more apparent with
the increasing visible wavelength to the orange-red. The second striking feature is the Fano-
like shape of these three vibration modes, i.e., different from valleys or peaks as observed
in IR and Raman spectroscopy. This is specific to 2C-SFG spectroscopy as a sensitive tool
of the interface constituting the sample. As a result, the two predominant contributions
originate from thiophenol molecules and the AuNPs surface where they were adsorbed.
8703 w2y sec? O 2)|2
C3nl(WSFG)S:‘?(WIR)ET((;WVXS) ngf)‘ IRlvis,
with Ijg and Iy;s the intensities of the incident IR and visible laser beams, respectively.
WIR, Wyis and wggg are the IR, visible and sum frequencies (energies) of the three beams
involved in the nonlinear second order process. The incoming angles of incidence of the
IR and visible beams are 61g and 05 while Ogrg is the outgoing angle of incidence of the
SFG beam travelling to the monochromator as depicted in Figure 1. From the sample point
of view, nj(w) is the refractive index of the upper medium (ambient air) at frequency w
and ng) the effective nonlinear second order susceptibility of the probed interface. The
latter includes Fresnel factors (sample reflectivity) and microscopic local-field corrections

to the (thiophenol) molecular nonlinear 2nd order susceptibilities Xi(ji)' In these conditions,

In a general way, the SFG intensity writes: I(wsrg) =

we model ng) =|| Cnr || €'PNr + Y %
agreement with the experimental data points depicted in Figure 4. The first complex term
(amplitude Cngr and phase shift ®nr) of the above equality corresponds to the substrate
(AuNPs) contribution, which is non-resonant (NR) with IR energy. The second complex
term is the sum of the three Lorentzian oscillators of the thiophenol molecules (n = 3)
observed in the 975-1100 cm ™! spectral range, with a,, ¢n, wy and I'y the amplitude,
phase, frequency and damping constant of each vibration mode, respectively. It is worth
noting that the complex value a, is a combination of the IR transition dipole moments
and Raman polarisability tensors of the molecule. The physical meaning and role of those
fundamental parameters are exhaustively detailed in recent publications covering both a
classical point of view [27] and advanced quantum formalism [50]. For the fitting of the
set of SFG data, we used, for all spectra fitting procedure, the known fixed fit parameters
for the SFG spectrum at 523.5 nm. Indeed, for similar samples, it has been established
previously [39] that the thiophenol frequencies are wy, (cm’l) =1000, 1023, 1071, while the
damping constants are set to I', (em~1)=35,35,5and @, (°)=0forn =123, respectively.
The results of the fitting procedure are summarised in Table 1. The observed variation of
SFG data with visible wavelength is thus mainly related to a significant increase of the
amplitude absolute value a, of the three thiophenol vibration modes when moving from
blue to orange-red. A similar behavior was observed for AuNPs amplitude Cng but on a
smaller relative scale. We define the intensity ratio I/ =|| a,,/Cnr || ? as calculated in
Table 1 for the three thiophenol vibration modes and for each visible wavelength. ;%

increased by a factor of ~100 from blue (480 nm) to green—yellow (540-560 nm), and
remained almost stable in the orange-red spectral range. In the current work, we have
chosen to consider that the reference SFG measurement was the one at 480 nm (blue) in

leading to the colored lines in good
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order to calculate the plasmonic coupling effect on the amplification factor of the SFG
vibrational molecular fingerprint. Indeed, no plasmonic effect and no significant s-d
interband electronic transition competed with the SFG process efficiency when looking
at the UV-Visible reflectance curve in the 480 nm spectral range depicted in Figure 3b.
Comparative reference SFG measurements between an identical sample with respect to a
flat gold surface covered by thiophenol performed in a previous work [38] demonstrated
that the amplification factor by the AuNPs was around ~21 (for thiophenol SFG intensity)
at a fixed 532 nm visible wavelength. A comparison with thiophenol adsorbed on silicon or
glass is not relevant from the chemical and optical point of view because: (i) thiophenol
does not adsorb on silicon or glass; (ii) only a comparison between a flat vs. a curved gold
surface takes account of the plasmonic coupling effect for similar chemical conditions of
molecular adsorption. In other words, we observed, in the best conditions of our SFG
measurements of Figure 4, an amplification factor of two orders of magnitude for the SFG
intensity of the thiophenol vibration modes as a function of the laser color impinging the
AuNPs with respect to the reference SFG spectrum with 480 nm visible wavelength. Besides,
a ~65° phase shift ®yr parameter evolving from blue to orange-red in the fitting procedure
allowed us to adjust the interference pattern evolution of the thiophenol vibration modes
modulated by gold electronic properties, as explained hereafter.

Table 1. Fit parameters for the 2C-SFG spectra of thiophenol adsorbed on AuNPs as obtained from
Figure 4. For @n, wn and I'y, we refer to fixed parameters for the three thiophenol vibration modes as
established in [39]. See text for details.

Visible Incidence Wavelength (nm)

480 500 523.5 540 550 560 580 600
AuNP CNR 14310 26538  2.3970 3.5530 4.8961 4.63128 4.0848 4.9943
ulNts On\g (°)  69.8753  59.4616  28.0546  12.6793 11.6879 5.5153 7.5741 4.6585
aj(au)  —02376 —1.8922 —3.6383 —9.5138 —~10.931 —~14.104 —9.3308 —12.517
o1 (°) 0
Vibr 1 w1
(em-1) 1000
I (em™1) 35
[ratio 0.02757 05084  2.3039 7.17 4.9845 9.2743 5.2179 6.2813
ap (au) 0.5194 1.6344 52915 10.8236 16.4952 14.3315 10.3851 11.763
@2 (°) 0
Vibr 2 wy
(em-1) 1023
I (em™1) 3.5
[atio 0.1317 03793  4.8733 9.2801 11.3505 9.5759 6.4637 5.5474
a3 (a.u.) 0.2721 0.7215  2.6407 3 7.8051 5.2497 5 3
Vibr 3 (Mode 4 (PSU( ) 0
in [31,39]) (cmil) 1071
T3 (Cn}’l) 5
[atio 0.0361 0.0739 1.2137 0.7129 2.5413 1.2849 1.4983 0.3608

4. Discussion
4.1. Phase Shift Parameter: Gold s-d Interband Electronic Transitions

The evolving spectral shapes take their origin in the interference phenomenon between
the SFG signals of the molecular adsorbate (thiophenol) and the substrate (AuNPs). This is
well explained in the literature on gold surfaces and related to its s-d interband electronic
transitions [51]. On a flat gold surface covered by a monolayer of dodecanethiol (DDT), a
similar decreasing phase shift of ~65° @\ was observed between 480 and 600 nm, inducing
a shape reversal of the vibration modes when moving from a blue visible incidence beam
to a red one. This is related to the different electronic contributions of the gold surface and
bulk properties (free and bound electrons of the electronic density of states of gold, see
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Figure 5, right) as exhaustively developed elsewhere [52,53], giving access to the dispersion
of the absolute phase and the relative amplitude of its ng in the visible spectral range. It
allows us to model quantitatively SFG spectra of molecules adsorbed on metal surfaces.
Our SFG measurements are performed and analysed in the same theoretical framework,

leading to consistent interpretations and conclusions.

Gold Plasmonic contribution Gold Bulk contribution
Isolated AuNps Aggregated AuNps AuNps Bulk
SFG amplification : + effect SFG amplification : + + + effect SFG amplification : - effect
Broad collective Pl

Localized Surface Plasmon Resonance

(LSPR max ~525 nm)

s-d interband

ﬁectronic transition

(max ~650 nm)

GOLD
e- Density of States

st T BRI
Visible range Energy (eV)
(480-600 nm)

_| 1 SFG vibrational spectral shape: interference pattern
between the SFG signals of AuNps and thiophenol

Figure 5. Sketch of the physical processes competing positively (+) or negatively (—) in the amplifica-
tion of the thiophenol vibrational fingerprint for 2C-SFG spectroscopy coupled to plasmonics based
on small 17 nm diameter AuNPs grafted on a silicon substrate. The LSPR and collective plasmon
modes of AuNPs contributed favourably (left), especially as the number of hotspots increased on
the sample. The surface and bound electrons of the gold bulk of AuNPs contributed unfavourably
(right) due to the high electronic density of states in the probed visible (480-600 nm) spectral range.
The latter physical process also explains the interference pattern between the SFG signals of the
thiophenol molecules and the AuNPs constituting the interface. See text and references [51-53] for
details on the influence of gold bulk electronic properties.

4.2. Co- vs. Counter-Propagating Geometry: SFG Spectra Shape Reversal

A notable difference is observed for the SFG spectrum at 523.5 nm wavelength with
respect to reference [39], where a similar measurement was recorded, but in co-propagating
classical geometrical configuration for the three beams involved in the SFG process: the
shape of the three vibration modes displayed a different interference pattern. In practice,
PNR = ~140° in [39] while ®nR = ~30° in our current work in counter-propagating geometry.
The only difference between these two works lies in the setup geometry; we can explain
the phase shift difference >7/2 by an inversion symmetry of the visible beam incidence
angle as depicted in Figure 1. The sign of the x-components of the probed ng) is inverted
with respect to this previous work in such a way that the SFG vibrational spectral shapes
are, therefore, reversed.

4.3. Amplification of Thiophenol Vibration Modes: Collective Plasmon Modes Coupling

In order to interpret the striking amplification factor, increasing as a function of laser
color, we have to consider the optical properties of our 17 nm diameter AuNPs where
thiophenol molecules are grafted, that are characterised by plasmon resonances (LSPR
for isolated particles and collective modes for aggregated particles) and s-d interband
electronic transitions (see Figure 5). In our case, due to the strong aggregation, the collective
plasmon modes already coupled very efficiently to the SFG process (thiophenol vibration
modes intensity) showing a continuous significant enhancement of the SFG intensity when
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the color was tuned from blue to orange-red. Nevertheless, its efficiency became slightly
damped/stabilised beyond 560 nm, as observed in Figure 4 and Table 1, because of the
more prominent role played by the surface and bound electrons of bulk gold in this spectral
range. These two competing physical processes are summarised in Figure 5. The plasmonic
coupling effect is similar to those observed and modeled in previous works on alkane thiol
chains [1,17,23,24] but with a greater efficiency in the present case because we were able
to probe selectively better conditions with the tunable visible beam, which was not the
case in the aforementioned works. Indeed, we observed here a vibrational SFG intensity
amplification of two orders of magnitude for thiophenol molecules, whereas it was only of
around one order of magnitude for alkanethiol chains (DDT). This result can be explained
by the combination of the following factors. Firstly, by considering our AFM images in
Figure 2 and UV-Visible spectrum in Figure 3b, we had the substrate surface completely
filled with AuNPs in tight contact, forming numerous aggregates. This constituted the
best conditions to obtain numerous hotspots between AuNPs (Figure 5), with strong local
electric fields where thiophenol molecules were bathing. These numerous hotspots added
to the LSPR enhancement process alone [1] due to the resulting existence of collective
plasmon modes as explained in Section 3.2. In our case, it was highlighted by the UV-Vis
intensity continuous increase observed in Figure 3b, beyond the local LSPR maximum
(525 nm) from blue to red colors in our SFG framework. Secondly, thiophenol molecules
are of shorter length than alkanethiol molecules. The three vibration modes observed
in Figure 4 underwent a stronger influence from the local electric field than the methyl
end-groups (CHz) of DDT. Thirdly, the thiophenol phenyl rings involved in the SFG process
have a rich m-electronic structure with respect to DDT. All these factors come into play to
explain our observations, as well as the fact that phenyl rings present well-known intense
Raman active modes in the ~1000 cm ™! spectral range [30,31]. Since vibro-electronic 2C-
SFG spectroscopy depends on IR transition dipole moments and Raman polarisability
of molecules, further investigation will necessitate different polarisation combinations of
the three beams involved in the nonlinear process in order to give access to the different
components of the molecular nonlinear second order susceptibilities Xi(ji)'

To go further, considering the AuNPs’ size effect on these two physical values would
reveal the following. For the aggregation effects (650 nm), it would only shift the position
and broaden the maximum absorption in the optical range of Figure 3b. From the optical
point of view, it corresponds to tune the visible wavelength in the SFG process to find the
best amplification factor for the plasmonic coupling effect. It could be very interesting for
dedicated applications requiring a fine monitoring of the plasmon resonance position in the
visible range as encountered for gold nanorods where it is possible to play with their aspect
ratio and their spacing, such as in biosensing [47,48], as already mentioned in Section 3.2.
For the s—d interband electronic transition, it will increase the non-resonant contribution
from blue to red (Cnr parameter in Table 1) of the gold SFG signal because it is a bulk
effect, with no change in the position of the s-d interband electronic transition as illustrated
in Figure 5. It is worth noting that an increasing value of Cyr (with an increasing AuNPs
size) will compete negatively with the plasmonic amplification factor.

4.4. Technical Prospects for 2C-SFG Spectroscopy

In order to analyse more precisely the role of AuNPs LSPR and hotspots, it will be
necessary to gain a wider visible spectral range in direction of red colors. Besides, it should
be noted that recording data beyond 10 um in 2C-SFG spectroscopy will require better
detection (spatial and spectral filtering) conditions, because the SFG beam is emitted in
a direction almost colinear to the reflected visible beam with separation angles <1° in
co-propagating geometry. It is consequently difficult to extract one SFG photon from the
surrounding visible noise 10° times more intense that the nonlinear processes. The counter-
propagating geometry proposed here gives an original alternative to sweep this problem in
the mid/far IR range but remains demanding from the experimental point of view. Besides,
it is worth noting that just increasing the visible laser beam power to compensate for weak
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IR power in the 10 um spectral range is not adapted for such nanostructured samples,
explaining the lack of results published in the scientific literature. Indeed, increasing the
visible beam energy will quickly damage (heating and burning) the sample, the aromatic
rings of thiophenol molecules first, then the AuNPs and the silicon substrate next. This is
related to the fact that the required mean visible energy distributed for large laser beam
scale (2 mm diameter for IR and Visible beams in our case) on the sample to generate
a nonlinear process becomes very important. There is a power balance to find with the
required IR energy threshold which enhances specifically the vibration modes of thiophenol
molecules (and is Non-Resonant for gold), knowing that the two IR and visible beams
have the same spot size at the same point of the probed interface. In these conditions, the
local electric field between hotspots being amplified by a factor of 10°~10° is commonly
observed in Raman spectroscopy at the molecular scale, so it is by far more interesting to
use plasmonic amplification coupled to enough IR power to favour and enhance the SFG
process to have a good spectral resolution. In other words, for nonlinear optics coupled
to plasmonics, in order to have enough visible energy is a necessary condition but not
sufficient for vibrational spectroscopy. A continuous effort in the development of table-top
IR fs laser sources remains mandatory and challenging.

5. Conclusions

The CLIO Free Electron Laser has been revealed as a powerful and pioneering tool
when coupled to SFG spectroscopy, giving a unique optical setup that led to numerous
experimental firsts during 25 years of operation, thanks to its unique delivered power in
the infrared spectral range, opening the door to nonlinear optical spectroscopy in the vibra-
tional fingerprint as illustrated in the present work. We highlighted a plasmon-molecular
coupling by 2C-SFG spectroscopy with an intensity amplification factor around two orders
of magnitude from blue to green-yellow due to the presence of numerous hotspots be-
tween aggregates of small gold nanospheres functionalised by molecular thiophenol probes.
Thanks to our work, if we combine the amplification factor obtained by comparing the SFG
signal of thiophenol adsorbed on a flat gold surface with respect to thiophenol adsorbed on
AuNPs (~20), with the one calculated here (~100), we tend to reach a global amplifcation
factor of the SFG intensity of 10°. This must be put in perspective with the commonly and
easily reached better Raman amplification factors (103~10°), knowing that: (i) our sample is
made of small spherical objects, far from being the best conditions for 2C-SFG spectroscopy
(centrosymmetry to be broken); (ii) conversely, the Raman spectroscopy efficiency become
limited with decreasing size of nano-objects. Indeed, for Raman, smaller means greater
light diffusion cross section, especially below 100 nm, damping drastically the molecular
sensitivity in an intrinsic Raman signal background from gold nanospheres. Our prominent
and promising results show that nonlinear plasmonics constitutes an efficient probe of
constantly increasing threshold sensitivity. The golden age of surface nonlinear optical
spectroscopy is only at its beginning.
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Abstract: Recent global warming has resulted in shifting of weather patterns and led to intensifica-
tion of natural disasters and upsurges in pests and diseases. As a result, global food systems are
under pressure and need adjustments to meet the change—often by pesticides. Unfortunately, such
agrochemicals are harmful for humans and the environment, and consequently need to be monitored.
Traditional detection methods currently used are time consuming in terms of sample preparation,
are high cost, and devices are typically not portable. Recently, Surface Enhanced Raman Scattering
(SERS) has emerged as an attractive candidate for rapid, high sensitivity and high selectivity detection
of contaminants relevant to the food industry and environmental monitoring. In this review, the
principles of SERS as well as recent SERS substrate fabrication methods are first discussed. Following
this, their development and applications for agrifood safety is reviewed, with focus on detection of
dye molecules, melamine in food products, and the detection of different classes of pesticides such as
organophosphate and neonicotinoids.

Keywords: Surface Enhanced Raman Scattering (SERS); fabrication; application; agriculture;
food safety

1. Introduction

Climate change is manifesting itself with increased temperatures more favorable to
spread of pests and diseases. This has resulted in more challenging food production as well
as higher numbers of foodborne disease outbreaks. To try to protect yield and ensure food
safety, farmers have little choice other than treating their crop with a range of pesticides [1].
Unfortunately, there is more and more evidence showing that these phytosanitary products
would do harm to humans, and also lead to the loss of biodiversity, leading to accumulation
in soil and deleterious effects on indigenous microbiome [2]. As a result, it is necessary
to monitor biological and chemical contamination in food systems throughout the whole
food chain.

Traditional detection methods in food and agriculture systems are based on chromatog-
raphy techniques coupled with mass spectrometry. These methods are time consuming,
high cost, and laboratory based. Therefore, implementation of new portable technologies
is needed to provide pesticide usage monitoring and regulation.

In this regard, Surface Enhanced Raman Spectroscopy (SERS) has recently attracted
a lot of attention as it addresses these requirements. The advantages of SERS include
ultrasensitive detection, fast turnover, in-situ sampling, on-site monitoring, low cost,
portability of sensors, and the suitability for large-scale screening. Sensors based on SERS
have been shown to provide real-time data on soil nutrients [3,4], monitor water run-off
and contaminants in water supplies [5], and also detect pesticide residues in food [6,7]. The
technique has also found applications in a wide range of sectors including the following:
industrial, material, forensic, biological, food safety and electrochemical fields [8-18], with
the most common chemical contaminants within environmental and food sectors being
pesticides, adulterants, antibiotics and illegal drugs and illegal food dyes.
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In this paper, we review the main SERS substrate fabrication methods and bring
a special focus on applications for the detection of hazardous chemicals in both food
and agriculture.

2. Raman Spectroscopy and Surface Enhanced Raman Scattering (SERS)

Raman spectroscopy was first discovered in 1928 by Sir Chandrasekhara Venkata
Raman. It was observed that when light excited a molecule, the majority of light was
elastically scattered—this is Rayleigh scattering where Eijcident = Escattered, Put also a small
fraction of photons was inelastically scattered—this corresponds to Raman scattering
where Eincident 7 Escattered- When Egaattered < Eincident, it is called a Stokes shift and when
Escattered > Eincident, it is an anti-Stoke shift. Figure 1 shows an energy diagram for the two
types of scattering [19,20]. Each peak on the Raman spectrum corresponds to a vibrational
mode of the bonds of the molecule under Investigation. Raman scattering can occur in
the near ultraviolet, visible, or near-infrared ranges [21,22]. However, Raman scattering
efficiency is very low, with typically only 1 in 108 incident photons being Raman scattered.
This results in a low signal/noise ratio and can make it impractical and vulnerable to
background interferences [23]. Fortunately, the efficiency of this scattering can be increased
by using nanostructured plasmonic metals in a technique known as Surface Enhanced
Raman Spectroscopy (SERS).

E~E, E=E.-ho

:

2 v_ E

Stokes Anti-Stokes

Figure 1. Schematics of energy levels of a molecule for Rayleigh and Raman Scattering [24].

SERS effects were first observed by Fleischman et al. in 1974, when acquiring Raman
spectra of pyridine on electrochemically roughened silver [25]. In SERS, lasers are used
to excite plasmons in nanostructured metallic surfaces (Au, Ag, Cu, etc.). The SERS en-
hancement is thought to be two-fold. The first enhancement is based on an electromagnetic
enhancement [26,27]. due to localised surface plasmons, while the second originates from
chemical resonant energy charge transfer [25,28-30]. The enhancement factor (EF) typically
reaches 10°, which drastically improves the sensitivity of the plasmonic based device.

2.1. Localized Surface Plasmon Resonance (LSPR)—Electromagnetic Enhancement

When laser light excites a metallic nanostructure, the free electrons on its surface
oscillate. This collective oscillation is known as Localised Surface Plasmon Resonance
(LSPR) [31]. The excited LSPR makes a target molecule highly polarisable and forms a large
electric field on the surface. This electric field induces dipole moments in a molecule on the
surface of nanostructures, and sequentially produces Raman enhancement. These large,
localised electromagnetic fields present around the nanostructures or in nano-gaps between
closely-spaced nanostructures are known as “hot spots” [32], see Figure 2. The intensities
of the Raman scattered photons are susceptible to enhancement, if their wavelengths are in
resonance with the plasmon mode of the nanostructure. LSPR enhancement depends on
the size, shape, composition, orientation and local dielectric of the nanostructure. This will
be discussed in the next section.
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Figure 2. Plasmonic effects: Electric Field around two nanoparticles and the presence of a
SERS “hotspot”.

2.2. Chemical Enhancement

The origins of the chemical mechanism for SERS enhancement are still under discus-
sion [33]. One hypothesis is that it is based on the change in polarisability of molecule
adsorbed to a metal surface. Upon absorption of the incident laser light, charge transfer oc-
curs between the molecule and the metal [34,35]. It is generally estimated that the chemical
effect contributes to a factor of 102 of the total SERS enhancement [36].

2.3. Enhancement Factor (EF)

The enhancement factor (EF) depends on molecular adsorption on plasmonic surface,
as well as the morphology, roughness and homogeneity of this surface and the laser

Isers/ (MM Hs Am) [37]
Irs/(Crs Hefr) !
where Igggs is the intensity of Surface Enhanced Raman signal, Igs is the intensity of the

normal Raman signal, py (m~2) is the surface density of NPs contributing to enhancement,
us (m~2) is the surface density of molecules adsorbed to NP, Ay (m?) is the surface area of
metallic NPs, Cgrg (M) is the concentration of the solution used for non-SERS measurements
and Hegr (m) is the effective height of the scattering volume.

Experimental values of EFs are typically in the range of 10* to 10°. However, elec-
tromagnetic “hotspots” are claimed to have provided massive enhancements of between
10" to 10! orders of magnitude of the SERS signal [38]. This theory is still being largely
researched, as it is key to single molecule detection, which may be achieved from selective
excitation of single molecules [32,39,40].

wavelength, etc. The calculation of the enhancement factor is EF =

3. Fabrication of SERS-Active Substrates

SERS substrates need nanostructured metallic surfaces with well-defined distances in
the region of 10-100 nm between nano clusters [41]. By decreasing the distance between the
nanostructures, the electric field becomes more localized and concentrated, and the corre-
sponding SERS intensity signal increases accordingly. An example of this was discussed by
Lee et al. where the distance between metallic clusters was decreased from 30 nm to 10 nm,
and an intensity increase of over 200-fold was observed [42]. There are two fundamentally
different approaches to the development of SERS-active nanostructures with “hotspots”:
bottom-up assembly and top-down fabrication have been used [43].
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3.1. Bottom-Up Assembly

Bottom-up approaches refer to the fabrication of nanostructures by chemical syn-
thesis [44,45], colloid aggregation [41,46], electrochemical deposition [47-51], and self-
assembly [52-54]. These methods have been used to fabricate a variety of nanostructures
ranging from a few nanometers to a few hundred nanometers in size. Metal nanoparticles
can be synthesised chemically at low cost with tailored geometries such as nanoparti-
cles [55,56], nanowires [57,58], nanospheres [55,59,60], nanorods [61-64], nanotubes [65,66],
nanotriangles [67], nano flower [68], nano-urchins [69], and nanoshells [70,71], see Figure 3.
Besides pure metallic nanoparticles, composite materials such as bimetallic or hybrid
nanostructures [72], Graphene Oxide/Au nanostars, [73], SiO,@TiO,@Ag [74] etc. and
other composite material based on molecular imprint (MIP) have also attracted research
attention [68,74-77] and have been reviewed recently [78].

Figure 3. TEM/SEM images of (a) Ag/Au nanocubes [79], (b) GO/Au nanostars [73], (c) Ag
nanodendrides [48], (d) Au nanocages [80], (e) Au nanobowls with Au seed inside [81], (f) gold
nanotriangles [82], (g) Gold octahedrals [83], (h) Au nano ring [84], and (i) gold hollow stars [85].
Scale bar: 100 nm.

Metal NPs such as gold or silver possess great potential for numerous applications in
SERS [86,87]. The most common fabrication of SERS substrates are gold (Au) and silver
(Ag) colloids in diameters between 10 and 100 nm, as they yield the greatest enhancements
at their “hot spots”. These nanoparticles constitute the fundamental SERS “building blocks”
and can be assembled in different ways.

For example, they can be presented in a suspension or sol-gel in the presence of the
analyte of interest [88-90]. The nanostructures, together with the analyte suspension, can
then be drop-casted onto a substrate to create hot spots for Raman enhancement. The disad-
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vantage of this method is that the nanoparticle suspensions must be mixed with the analyte
solution for SERS applications [91,92]. However, this drawback was addressed by Yang
etal., who grew Ag nanoshells on thiol-modified silica NPs, and deposited them directly on
apple skin for analysis [93]. Although there is a greater enhancement observed with these
substrates, it is hard to obtain a homogeneous surface to get uniform enhancement. Addi-
tionally, they are not suitable for field analysis due to their complex sample preparation
steps. In contrast, solid based devices may be more suited for portable and remote sensing,
i.e.,, NPs that are immobilised on a solid substrate [94-97]. For example, Fan et al. fabri-
cated self-assembled Ag NPs onto glass slides by using 3-mercaptopropyltrimethoxysilane
(3-MPTMS) [97] This transformation stabilizes the Ag NPs, avoids the usual aggregation
process and produces self-sustaining and portable SERS active substrates. Yu et al. fab-
ricated silver colloidal nanoparticles for SERS analysis but alternatively injected them
through a filter membrane, thus entrapping them in the filter. The filter therefore was
used as the solid portable substrate. It demonstrated 1-2 orders of magnitude better SERS
enhancement than the typical approach [98] In addition, Shiohara et al. fabricated gold
nanostars and deposited them onto a polydimethylsiloxane (PDMS) platform for SERS
evaluation. They used back side illumination for the detection of selected pesticide on fruit
skin [99].

Other supports also add additional functionalities to SERS devices. Optical fiber-based
SERS sensors have in this regard generated steady interest as a versatile means of extending
SERS for portable field applications [63]. There is also a growing interest in the fabrication
of flexible SERS substrates. These substrates are ultra-low cost, disposable, easy to use
and highly suitable for on-site sensing applications. Polavarapu et al. fabricated SERS
substrates by directly writing on paper using a pen filled with plasmonic nanoparticle
inks to detect thiabendazole, which is a fungicide and parasiticide [100]. Lee et al. also
fabricated SERS paper substrates impregnated with gold nanorods by dip coating [101]
Chen et al. combined adhesive tape and SERS activity of Au nanoparticles to fabricate a
“SERS tape” substrate. The Au particles were deposited onto the sticky side of the tape that
was used to extract pesticides from different kinds of fruit and vegetable peels [102]. These
flexible sensors fabricated by different methods dramatically improve the portability and
feasibility of SERS detection for pollutants as a promising technique for both laboratory
and field-based detection [102].

Overall, bottom up assemblies have shown very high enhancement but they often give
inconsistent performance. This is mainly because of a lack of structural uniformity over the
entire area of the substrate which could result in poor reproducibility and inhomogeneity,
as different size, shape, composition, orientation and local dielectric of the plasmonic
structure have different enhancement factors as mentioned before. The arrangements of
the aggregates on the nanostructured surface are also hard to control.

3.2. Top-Down Synthesis

Top-down approaches for nanofabrication are scalable and highly reproducible. Top-
down approaches include lithography techniques (electron-beam (E-beam) [103-105] and
nanoimprint lithography [106,107]), laser etching together with film deposition (sputtering,
metal evaporation, atomic layer deposition) [108,109], templating (using anodic aluminium
oxide [65], porous polymer (Polyester(PS) [110], masks or molds [57]), inkjet printing [111].

E-beam and nanoimprint lithography are fabrication methods used to create patterns
with dimension down to 10 nm. In E-beam lithography, the photon resist is crosslinked
after being exposed to the electron beam. The exposed resist can then be washed away,
leaving only the unexposed resist on the substrate. Metal layer is then evaporated onto
the whole substrate and the unexposed polymer is then removed together with its metal
over-layer, leaving only the metal pattern on the substrate. SERS substrates with various
geometries such as nanoparticle dimers have been fabricated using E-beam lithography,
see Figure 4a—e.
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Figure 4. TEM and SEM images of top down approaches including E-beam fabricated (a) gold
nanodisks [104], (b) Au star-like arrays [112], (c) Au diamond shaped structures [112], (d) Au dimple
structures on PEN films treated by ion beam irradiation [113], (e) Au NPs distributed on the nanotips
of canonical nanopores rims [114]; AAO templated structures: (f) Au nanostructure arrays [115],
(g) Nano-flower like Ag/AAO [116], (h) Au nano-island @ Ag-frustum arrays [117], and (i) Au
nanobipyramids self-assembled onto the AAO substrate [118]. Scale bars are all 100 nm without
further indication in graphs.

Besides, Hu et al. fabricated polymer nanofinger structures on Si wafers using nanoim-
print lithography, and coated the nanofingers with 70 nm of gold by e-beam evaporation,
followed by exposure to solvent, inducing a leaning or self-closing of the nanowires, creat-
ing hot spots [119]. The fabricated arrays of electromagnetically coupled Ag nanoparticles
on Si, could increase Raman efficiency by controlling the interparticle separation between
Ag nanoparticles. These substrates showed high SERS enhancement with good control and
reproducibility. However, lithography based methods, although extremely tuneable and
scalable, suffer from high cost, slow throughput and are time consuming.

Laser-induced fabrication of SERS substrates has attracted research attention as it is
scalabe and cost-effective. The fabrication of laser-induced SERS substrates always involves
two steps. Firstly, fabrication of a nano/micro patterned substrate using ultra-fast laser
pulses followed by physical vapor deposition to deposite the metal layer on the nano/micro
patterned substrates in order to get plasmonic structures. Yang et al. used a nanosecond
pulsed laser (1064 nm, pulse duration (t) (full width at half maximum, FWHM) 5 ns, pulse
repetition rate (PRR) 100 kHz, spot size~20 um and laser ablation speed (v) 100 mm/s)
ablation system to create micropatterns and generate different size nanoparticles [108].
The ablated Si surfaces were then deposited with Ag by electron beam evaporation. The
enhancement factor of the fabricated substrates was estimated to be ~5.5 x 10°. Diebold
et al. fabricated Ag SERS substrate using a femtosecond laser (100-fs pulses at a repetition
rate of 1 kHz, 800-nm center wavelength) structuring process [120]. This pulse train was
frequency-doubled to a center wavelength of 400 nm through a thin BiBO; crystal. They
used an n-type silicon wafer as the substrate. These laser pulses had an average fluence
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of 10 kJ/m? at the surface of a silicon wafer. A thermal deposition at a rate of 0.15 nm/s
onto the structured silicon with different thicknesses of 10, 30, 60, 80, 100, and 200 nm was
undertaken to get the optimized Ag nanostructure sizes for enhanced SERS performance.
Similarly, Indré Aleknavi¢iené et al. fabricated fast and scalable SERS substrates at low cost
using ultrashort-pulse laser-induced (280 fs, 100 kHz, 350-380 nJ) plasma-assisted ablation
(LIPAA) of soda-lime glass. The fabrication speed was as fast as 150 mm/s [121]. After the
amorphous nanostructure formation on the glass surface, deposition of a 170 nm silver
layer by vacuum deposition (around 100 nm in diameter, forming 1-3 pm size dendrimers)
was applied to the glass substrate. This SERS substrate achieved an average enhancement
factor (EF) of 3.0 x 10° evaluated using thiophenol.

Inkjet printing combined with electrochemical deposition is more convenient than
e-beam lithography in terms of time and cost, and allows larger area fabrication at the
same time. Inkjet printing method can be used both on solid substrate or on flexible
substrate [122-134]. However, the choices of ink for inkjet printing are currently limited.

SERS substrates fabricated by templating methods is another widely used approach and
has been demonstrated by a number of groups, see Figure 4f—i. Shanshan Shen et al. have
studied substrates based on CdTe quantum dots modified polystyrene (PS) spheres with Ag
nanoparticle caps. These substrates showed high enhancement factor (0.71 x 10°) by using
4-ATP as the model molecule. [135]. Another very popular method is to use Anodised Alu-
minjium Oxide (AAO) as a template to produce nanotubes [136]. Aluminium foil is anodised
in acid to create nanopores, which are then used as a template to fabricate SERS substrates.
Metals can be pulsed electrodeposited inside the template channels [137], or deposited via
electron beam evaporation [138]. Alternatively, polymers can be employed to template the
AAO. Lovera et al. fabricated super hydrophobic PS nanotubes by wetting commercial AAO
filters and depositing silver onto the resulting PS nanotube structures [65]. Similarly, Zhang
et al. patterned Polyethylene terephthalate (PET) on a nanostructured AAO template and
deposited Au onto the polymer to create Au ananosturcture arrays. [115]. Other templates
used for the fabrication of nanowires and nanotubes for SERS substrates include Polycar-
bonate membranes (PCM) [139-141], Polystyrene microspheres (PSM) [142-144] and nano-
channel glasses. Charconnet et al. fabricated superlattices by templated self-assembly of
gold nanoparticles on a flexible support, with tunable lattice-plasmon resonances through
macroscopic strain. They found that the highest SERS performance was achieved by match-
ing the lattice plasmon mode to the excitation wavelength, by post-assembly fine-tuning of
long-range structural parameters [145]. The above substrates fabricated with “top-down”
methods are manufactured reproducibly with high throughput, but often produced weaker
signals than ‘bottom-up’ method due to larger distance between the nano structures and
smaller surface density for nano particles that contribute to SERS signal. It involves also
the use of expensive equipment and/or complex procedures. Combination of bottom-up
and top-down fabricate method could increase the Raman intensity by creating a rougher
and more homogeneous plasmonic surface [146].

4. Chemical Functionalization of SERS Substrates

SERS substrates without functionalization have limitations when dealing with real
samples, e.g., strong background noise from the environment, or dealing with macro
molecular such as DNA /proteins, which would block the SERS signal. For this reason,
functionalization of SERS substrates is often undertaken to improve the selectivity or sensi-
tivity in identifying the specific target analyte, which could lower detection time and limit
of detection (LOD) [147]. The most widely used functionalization method is the attachment
of self-assembled monolayer (SAM) of thiols to the silver or gold metallic nano structures.
Functional groups along the thiol are used to phyisorb or chemically bind the analyte of
interest to the substrate, thereby pre-concentrating the analyte at the surface leading to a
subsequent increased in sensitivity. The thiol attaches to the metal nano structure surface
owing to the strong affinity of sulphur with metals. However, the mechanism for the thiol
group binding to the metal surface is not totally understood yet. One theory is that the
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thiol moieties chemisorb to planar gold surfaces, with the loss of hydrogen during the
formation of the bond [148]. In 2003, Meirav Cohen-Atiya et al. studied adsorption of
thiols on different metal surfaces by potentiometric measurements [149]. This adsorption
process involves several complex steps including negative charge transfer and discharge
through a reduction process. These steps related to the metal, the surface state of the metal,
and the end functional groups in thiols. In 2014, Xue et al. used AFM to study the force
between Au NPs and thiols under different experimental condition including oxidized
Au surface and reduced Au surface with different pH effects; they stated that the bond
between Au and thiol is a covalent bond [150]. In 2019, Inkpen and colleagues suggested
that in gold—thiol SAMs prepared from solution deposition of dithiols, the gold—sulfur
coupling had a physisorbed character, by both experiment and density functional theory
(DFT) caculation [151]. Henrik Gronbeck et al. suggested the role of the thiol chain length
must be considered when accessing the stability of monolayer systems on surfaces and
clusters [152]. The formation of the Metal-S bond was not always very strong and the
attachment of the thiol to the metal surface often happens in a few seconds. In order to gain
homogeneous thiol self-assembly layer, longer incubation times, typically 24 h, are required.
Thiol concentration affects binding result [153], and spacing between thiols can be adjusted
by adding different thiols. Some bio-sensors based on thiolated single stand-DNA [154] or
thiolated anti-body [155] have been used to detect DNA /RNA /antigen in environment,
while thiol-aptamers are also used for DNA detection, see Figure 5.
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Figure 5. Different functionalisation thiols applied to metal nanoparticles: thiol-ss-DNA, thiol-
anti-body, thiol-ds-DNA, thiol-PEG.

The interaction between antibody-antigen is considered strong due to the presence of
electrostatic forces such as hydrophobic interactions, hydrogen bonds, van der Waals forces
or ionic bonds [156]. Functionalization of SERS substrates with antibodies has gained much
interest in recent years because of the significant level of sensitivity and selectivity that can
be achieved with them [157]. Aptamers are single-stranded DNA sequences that can be
designed to capture specific chemicals. Thiolated aptamers conjugated onto metal nano
structures can capture and combine with the targeted chemicals to get surface enhanced Ra-
man spectra. Sensors based on aptamers and SERS have been used for detecting pesticides,
DNAs, RNAs, uranyl, biotoxin, pathogen, hazard foodborne etc. [158-163]. Gold/silver
nanoparticles modified with polyethylene glycol (thiol-PEG) provide a capping system
that stabilizes the antibody and avoid the reticular endothelial system [129,164,165].

5. Application of SERS in Agri-Food
5.1. Detection of Pesticide Residues

According to The United Nations Population Division, it is estimated that in 2050, the
global population will reach ~9.7 billion, 30% more people than in 2017. A key challenge
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therefore, is that food production must keep pace with population growth. To this end,
a variety of interventions have been put in place over the years to reduce losses due to
disease and pests. Pesticide usage is essential in modern agricultural practices to protect
crops and increase yield. There are currently more than 1000 pesticides used commercially
around the world to ensure food is not damaged or destroyed by pests. Each pesticide
has different properties and toxicological effects. The main drawbacks of pesticides is
their potential toxicity to humans and other non-targeted organisms, which can result in
significantly reduced biodiversity, through environmental contaminations in soil, water,
and other vegetation [166,167]. The widespread use of pesticides therefore needs to be
monitored and controlled [168].

Pesticides are classified by (i) the mode of entry, (ii) their function and the pest
organism they kill, and (iii) their chemical composition. Based on chemical composition,
pesticides are classified into four main groups, namely, organochlorines, organophosphorus,
carbamates and pyrethrin/pyrethroids; see Table 1. Organochlorines pesticides (also
known as chlorinated hydrocarbons) are organic compounds attached with five or more
chlorine atoms. Organophosphates are derivatives of phosphoric acid, while carbamates
derived from carbamic acid. Synthetic pyrethroid pesticides are group of organic pesticide
that can be synthesized by duplicating the structure of natural pyrethrins.

Table 1. Four categories of pesticides classified by chemical composition.

Pesticides Category

Examples Degradation in the Environment

Organo-chlorines

DDT, Chlorinated cyclodienes (aldrin, dieldrin, endrin,

heptachlor, chlordane and endosulfan), dicofol, mirex, Long term residual effect in the

kepone, and pentachlorophenol environment
Parathion, malathion, methyl parathion
chlorpyrifos, diazinon, dichlorvos, phosmet, .
Organo-phosphates Biodegradable

fenitrothion, tetrachlorvinphos, azamethiphos,
azinphos-methyl, terbufos

Aldicarb, carbofuran, carbaryl, ethienocarb, Easily degraded under natural

Carbamates environment with minimum
fenobucarb, oxamyl, and methomyl. . .
environmental pollution
. delatmethrin, cyfluthrin, befenthrin, Non-persistent, and break down easily on
Pyrethroids . . .
lambda-cyhalothrin, permethrin. exposure to light.

Current detection methods of pesticides include high pressure liquid chromatography
(HPLC), gas chromatography (GC), liquid chromatography (LG), mass chromatography
(MCQ), spectrofluorimetric techniques as well as electrochemical methods. Han et al., for
example, reported 302 targeted contaminants in catfish muscle by fast low-pressure GC—
MS/MS and UHPLC-MS/MS methods [169]; Velkoska-Markovska, L. et al. detected
malathion using liquid chromatography [170]; Wang et al. detected organic phosphates
(OPs) using fluorescent probe [118]. Geto et al. used screen-printed carbon electrodes
electrochemical sensors to detect bentazone in water source [171]. Santana et al. detected
Carbendazim using electrochemical detection [172].

There are growing demands for the development of novel analytical techniques for a
variety of pollutants affecting crops, for example, pesticides. In this respect, methods based
on SERS have attracted attention. The first SERS study of pesticides was the detection of
organophosphorus pesticides in 1987 by Alak et al. [173]. Since then, the potential toxicity
to humans, animals, and the environment has been reported, and tolerance levels were
introduced for a large number of harmful pesticides [174,175]. SERS detection methods
have developed considerably, resulting in a large number of the more recent reports em-
ploying in-situ SERS detection methods on the surface of different foods [93,176]. A search
on Web of Science with key words combining the topics of “surface enhanced Raman” and
“pesticides” revealed 432 publication results up to 12 November 2021. The majority of SERS
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and pesticide-related researches demonstrated detection of organophosphate (OP) insec-
ticides, for example, phosmet [176,177], parathion-methyl [178], malathion [170,179,180],
chlorpyrifos [181-183]; see Table 2. Other SERS pesticide studies included fungicides
(thiram [184], thiabendazol [185,186]), herbicides [179,180,187,188], and neonicotinoids
insecticides (imidacloprid [189], thiacloprid [190], acetamiprid [191,192]).

Amongst the pesticides, organophosphates (OP) represent the largest class, mak-
ing up to 50% of the neurotoxic agents in chemical pesticides [193]. Most OP usage is
agricultural, since the Environmental Protection Agency banned their residential use in
2001 [194]. However, their human and animal toxicity still make them a societal health and
environmental concern [195-197]. Moreover, pesticides at low concentration have been
detected in food and drinking water [182,198-201]. Liu et al. reported on the use of silver-
coated gold bimetallic nanoparticles; their Raman Enhancement depends on the silver
shell thickness, for in situ detection of a range of pesticides on fruit peels without further
sample preparation, with a limit of detection (LOD) below the required maximum residue
levels (MRL) [202]. However, as described above, colloidal based solutions are not ideal
for portable applications while solid SERS substrates that can be prepared in advance are
more suitable. For example, Chen et al. used “SERS tape” to extract OP pesticides (thiram,
chlorpyrifos, methyl parathion) from different kinds of fruit and vegetable peels [102]. The
tape is placed on to the surface of the produce and peeled off for SERS analysis. This is
non-invasive and requires no sample or substrate preparation. Additionally, Li et al. have
created a ‘smart dust’ that easily spreads over a probed surface for in-situ SERS measure-
ments [203]. This method requires no preparation or particle aggregation/concentration
on the substrate. Their shell-isolated nanoparticles are used to analyse residues of OP
pesticide parathion, on a fresh orange. They present comparable results between a normal
Raman and a portable Raman, demonstrating the substrates potential use in-field.

Table 2. Organophosphates (OP) detection by SERS in food industry and environment monitoring.

. LOD Excitation
Organophosphates (Matrix) SERS Substrate LOD (Reported) (Normalised) Wavelength
Ooling tea [204] Ag NPs 0.1 mg/kg 0.1 ppm 633 nm
. multi-walled carbon
fruit [205] nanotubes 0.5mg/kg 0.5 ppm 785 nm
Portable Raman
Phosmet paddy water [206] Au nanorods 0.25 mg/L 0.25 ppm spectrometer,
785 nm
fruit skin [207] polyurethane-Ag NPs 0.6 pg/mL 0.6 ppb 785 nm
polyurethane
Plant Surfaces [208] micelle/Ag NP 0.08 g/mL 80 ppm /
fruit or vegetable Snowflake-like Au
peels [209] NPs 0.026 ng/cm / 638 nm
Parathion-methyl Ag NP decorated _8
solvent [210] Z7nO-nanorods 107° M 2.63 ppb 532 nm
solvent [211] nanoporous structure 12 ppb 12 ppb 785 nm
Malathion solvent [212] nanostructured Ag 10 nM 3.30 ppb 632.8 nm
tomato surface [183] Ag colloid 10~ mol/L 0.35 ppb 638 nm
Chlorpyrifos soil [213] AuNP 10 ppm 10 ppm 785 nm
fruits [214] Ag NP 10 ng/mL 10 ppb 633 nm

Neonicotinoids are a more recent and relatively powerful class of insecticide, and

since the introduction of imidacloprid in 1991, they have been the fastest-growing class
of insecticides in modern crop protection [215], representing almost 17% of the global
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market [216]. Typical detection methods of neonicotinoids are based on enzyme linked
immuno-sorbent assays (ELISA) [217,218], HPLC- or GC- mass spectrometry [219,220],
surface plasmon resonance [221], and fluorescence spectroscopy [222], none of which are
suitable for field analysis. Neonicotinoids are extremely effective against herbivorous
insects [223], while having perceived low toxicity to mammals, birds and fish [224]. This
has led to their widespread uptake for use on a variety of crops. However, concerns have
been raised recently about environmental impact in affecting the homing capacity of honey
bees, resulting in global colony collapse of the pollinator population [2,225]. Consequently,
the European Union enforced a temporary ban (Dec 2013) [226] reducing the MRL of
neonicotinoids to between 0.01 to 3 mg/kg for many fruits and vegetables [227,228].

Studies of detection of neonicotinoids are shown in Table 3. For example, Cao et al. syn-
thesized three types of AuNP/MOF (metal-organic framework) composite to investigate
the interaction between acetamiprid and the bridging molecules of the MOFs. Acetamiprid
in this case was used to evaluate the characteristics of the SERS substrates. LODs of 0.02 uM,
0.009 uM, and 0.02 pM were achieved for the three composites, which could satisfy the
requirement of detection according to the MRLs of acetamiprid. [229] Yang et al. used
SERS to evaluate the penetration behaviors of four pesticides (acetamiprid, thiabendazole,
ferbam and phosmet) in a variety of fresh produce matrices. They used a pesticide/ AgNP
complex deposited onto the external surfaces of different fresh produce and measured the
penetration depth of the complex using SERS [230]. Although the results are promising,
this method requires complex sample preparation with the pesticide and AgNP, including
washing steps, and is not ideal for farm-side analysis. On the other hand, Wijaya et al.
employed silver dendrites for SERS-based detection of acetamiprid in apple juice and from
swabs of the apple surface [231]. The TQ Analyst Software (Thermo Fisher Scientific) was
used for SERS spectral data analysis, with second-derivative transformation employed
to remove baseline and separate overlapped peaks. Outlier peaks were also removed
to gain a more accurate quantification results. Acetamiprid detection was determined
using principal component analysis (PCA) and retains the principal components (PCs) that
capture the variation between sample treatments. This method does not need pre-treatment
for the apple juice samples and the use of the swab is non-invasive to the fruit. This method
therefore has the potential to be used for on-site pesticide detection.

Table 3. Neonicotinoids detection by SERS in food industry and environment monitoring.

C o LOD Excitation
Neonicotinoids SERS Substrate LOD (Reported) (Normalised) Wavelength
AuNP/MOF
Solvent [229] (metal-organic 0.009 uM 2 ppb 780 nm
framework) composite
Gold nanoparticles
(AuNPs) bonded with
. olyadenine
Acetamiprid apple juice [232] (poly Af— mz diated aptamer 6.8 nM 1.514 ppb 532 nm
and Raman tag
(MMBN-AuNPs-aptamer)
solvent [233] co-doped SZ tAg carbon 0.006 pg/L 6 ppt 633 nm
micro-Raman
green tea [234] Au NPs 1.76 x 1078 M 3.91 ppb spectroscopy,

785 nm
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Table 3. Cont.

LOD Excitation

Neonicotinoids SERS Substrate LOD (Reported) (Normalised) Wavelength

3-D Ag dendrites on Paper

solvent [235] substrate 0.02811 ng/mL 0.02811 ppb 633 nm
extract solution
from apple [214] Ag NP coated glass 50 ng/mL 50 ppb 633 nm
green tea [236] ﬂ‘;“;ig:ﬂiifjrfg 104 ug/mL 10~% ppm 785 nm
Imidacloprid
r-GO supporting Ag
waste water meso-flowers and 4
treatment [237] phenyl-modified graphitic 10 mg/mL 10" ppm 632.8 nm
carbon nitride
Ag nanostructures on
Solvent [238] & PVDF 1ng/mL 1 ppb 514 nm
fresh tea leaves; 0.5 mg/kg; 0.5 ppm;
apple peels [239] AuNPs 0.02 mg/kg 0.02 ppm 780 nm
solvent [240] Au NPs 0.1 ng/mL 0.1 ppb 785 nm
Thiamethoxam
solvent [241] Ag nano structure g/mL order 10° ppm order 532 nm
Thiacloprid fruit [242] Au@Ag NPs 0.1 mg/kg 0.1 ppm 633 n

5.2. Detection of Chemical Additives
5.2.1. Dye Molecules

Dye molecules are used in industries to colour different materials such as silk, wool,
cotton and paper. Unfortunately, the wasted water from these industries cause pollution in
aquaculture and also cause serious toxic, carcinogenic and mutagenic effects in mammalian
cells [243]. Besides, Malachite green and Crystal violet have been used for the treatment of
fungal, parasitic and protozoan diseases in fish, and it is found to absorb and metabolise
in tissues of fish [244]. The detection of dye molecules such as rhodamine 6G (R6G),
malachite green, crystal violet (CV) and 4-aminobenzenthiol are the most reported chemical
contaminants due to their ease of detection. These dye molecules are highly Raman
active and used indiscriminately as antimicrobials in aquaculture. Moreover, the most
significant and influential papers in this field have employed these dye molecules to study
single molecular SERS detection [245], enhancement factors [37], and the mechanisms of
SERS [246].

5.2.2. Melamine

In 2008, a sanitary scandal involved the intentional contamination of milk powder
with melamine to give a false appearance of high protein levels [247]. Monitoring the level
of residual melamine has since become important for the dairy industry. Regarding SERS,
melamine is probably the most widely documented food adulterant, with Web of Science
literature search revealing 309 articles up to 12 November 2021. The majority of melamine
detection researches that employ SERS substrates are based on Au and Ag nanoparticle
fabrication. Gold substrates include: Au colloids [248], Au NP agglomerates [249-251],
4-mercaptopyridine-modified Au NPs [252], and magnetic Au NPs [253], to name a few.
Similarly the silver SERS substrates include: Ag Colloids [254], Ag NP agglomerates [255],
Ag NP coated Ag/C nanospheres [256], Ag NP coated polystyrene nanospheres [144,257],
cyclodextrin-coated Ag NPs [258], functional graphene/Ag nanocomposite [259].

Peng et al. used self-assembled vertical arrays of nanorods to detect melamine
in methanol [260] and similarly, Hu et al. coated Ag nanoparticles on the surfaces of
Fe30,4@SiO, composite microspheres to detect a melamine methanol solution [261]. Nei-
ther of these articles demonstrated melamine detection in real samples. Zhang et al.
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(a)

demonstrated melamine detection in milk using silver colloid solution. They reported on
an easy pre-treatment for the milk, which, however, still required large instrumentation
and, additionally, the colloid NPs required mixing with the diluted and filtered milk [246].
Alternatively, Guo et al. developed self-assembled hollow gold nanospheres to detect
melamine in milk on a solid chip platform, which is ideal for remote sensing. However,
they employed centrifugation as their only method of sample pre-treatment, which is
complex and not suitable for transporting [262].

Another novel method by Betz et al. used a copper tape and a penny coin to fabricate
Ag micro- and nanostructures. It was used to analyse infant formula adulterated with
melamine [255]. The fact that these substrates form in five minutes on-site without the need
for complex equipment, sample pre-treatment, or harsh chemicals enabled the possibility
of remote point-of-sampling. However, their LOD (5 ppm) is not sufficient for remote
melamine detection.

Finally, Chen et al. reported on the detection of melamine in egg white using fabricated
ZnO/Au composite nanoneedle arrays, see Figure 6. The results showed some background
interferences from the egg proteins but the characteristic peak for melamine at ~682 cm ™!
remained detectable and was well resolved [263]. The only sample preparation is a filtering
of the egg solution through four layers of gauge, which can easily be employed on-site
as it requires no complex instrumentation. Similarly, Kim et al. applied their previously
reported gold nanofingers to melamine detection in milk [264]. Although they also require
sample pre-treatment, the authors avoid using centrifugation, as it is neither portable nor
low cost. Instead, they employ a mini dialysis kit and detect characteristic melamine peaks
from the dialysis filtered solutions at 1 ppm. They also demonstrate melamine detection at
100 ppb in infant formula using a solution gel filtration chromatography treatment. These
are a few articles that report SERS substrates and methods of sample pre-treatment, that
both are fully compatible for field applications in a limited-resource environment.

(b)
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Figure 6. (a) SEM image of ZnO/Au composite nanoneedle arrays; (b) SERS spectra of egg white solution (6 g/L) (a) and
the melamine-tainted egg white solution (b) on ZnO/Au nanoneedles. The concentration of melamine and egg white in the
mixture is 1.0 x 107> M and about 6 g/L, by Chen et al. [263].

6. Conclusions and Perspective

In this review paper, SERS as a useful technology for Agri-Food and environmen-
tal sensing has been investigated. Compared to other detecting technologies such as
chromatography or electrochemical based methods, SERS has the potential to deliver
rapid, ultra-sensitive and highly specific detections of a wide range of chemicals and
biomolecules. SERS substrates fabrication methods include bottom-up and top-down.
Bottom-up approaches refer to the fabrication of nanostructures by chemical synthesis,
colloid aggregation, electrochemical deposition and self-assembly; top-down methods
include lithography techniques (electron-beam (E-beam) and nanoimprint lithography,
laser etching together with metal film deposition (sputtering, metal evaporation, atomic
layer deposition), templating (e.g., anodic aluminium oxide), inkjet printing, etc. The
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combination of top-down and bottom-up methods could improve SERS intensity. The
common plasmonic materials are Ag, Cu, Au or their composite material. A wide choice of
the support substrate is variable Si, Cu, tissue, paper, leaves and aluminium cans, etc. SERS
related devices could widely be used in agri-food and environment monitoring, following
the SERS device fabrication method section; this review paper presents SERS applications
in detection of pesticides such as organophosphate (OP) insecticides and neonicotinoids
insecticides as well as illegal food additive such as dyes and melamine.

However, despite the advancement and strategies presented above, some challenges
still need to be overcome for SERS to be widely used in agri-food and environment ana-
lytical applications. These include (i) repeatability of SERS substrates and SERS signals
for each Raman measurements; (ii) weak interaction—or even repulsion because of the
surface energy—between some analytes and SERS surface; (iii) stability of SERS substrate
and functional layers that can in some instance react with the targeted analytes or degrade
over time (e.g., oxidation) or under continuous laser excitation; (iv) general non suitability
for direct detection of heavy metal or macromolecular such as protein; (v) current lack
of standardised optical setup or methodologies to compare results obtained by different
research groups and (vi) in real sample verification, SERS devices performance could be
affected by contamination or interferences from the environment.

Regarding sample reproducibility, SERS substrates could benefit from constant ad-
vances in nanofabrication processes and instrumentation as well as in surface chemistry.
Regarding quantification, techniques such as isotope labelling [265] or standard addition
method have proven promising. Also, new emerging techniques such as electrochemical
SERS (EC-SERS), shifted excitation Raman difference spectroscopy (SERDS) or surface
enhanced spatially offset resonance Raman spectroscopy (SESORRS) such could help
overcome the limitations mentioned above.

Allin all, SERS devices benefit from a wide range of choice of plasmonic structures
such as Ag/Au NPs, nano rods, nano flowers, nano cubes, and their composite materials
etc; supporting substrate, fabrication method and functionalization method. Besides, they
also have a numerous of advantages such as rapid response time, high sensitivity and
selectivity and possibility to use handheld devices for onsite measurements. However,
several challenges still exist in terms of reliability and durability for SERS sensing platform.
Ongoing advances in nanofabrication and chemistry have the potential to overcome the
current limitations of SERS sensing. As a result, we believe that SERS will soon be a
widespread analytical technique for sensitive detection of contaminants in agri-food and
environmental applications.
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Abstract: The surface-enhanced Raman scattering (SERS) is mainly used as an analysis or detection
tool of biological and chemical molecules. Since the last decade, an alternative branch of the SERS
effect has been explored, and named shell-isolated nanoparticle Raman spectroscopy (SHINERS)
which was discovered in 2010. In SHINERS, plasmonic cores are used for enhancing the Raman
signal of molecules, and a very thin shell of silica is generally employed for improving the thermal
and chemical stability of plasmonic cores that is of great interest in the specific case of catalytic
reactions under difficult conditions. Moreover, thanks to its great surface sensitivity, SHINERS can
enable the investigation at liquid—solid interfaces. In last two years (2019-2020), recent insights in
this alternative SERS field were reported. Thus, this mini-review is centered on the applications of
shell-isolated nanoparticle Raman spectroscopy to the reactions with CO molecules, other surface
catalytic reactions, and the detection of molecules and ions.

Keywords: SHINERS; SERS; core-shell nanoparticles; catalysis; electrochemistry; plasmonics

1. Introduction

Over the past ten years, the realization of plasmonic structures with a very high
sensitivity of detection has significantly increased for application to surface-enhanced spec-
troscopies [1-10]. Among these enhanced spectroscopies, we find the surface-enhanced
Raman scattering (SERS), which uses the plasmonic nanostructures or nanoparticles for
amplifying the Raman signal of various molecules. For this amplification, a huge number
of geometries has been examined as plasmonic nanodimers [11-15], nanorods [16-20],
nanotriangles [21-25] and nanostars [26-30]. Furthermore, plasmonic nanopores have been
explored in order to improve the SERS enhancement [31-34]. In addition, another type of
SERS substrates has been investigated consisting of a metallic mirror on which plasmonic
nanoparticles or nanostructures were deposited or fabricated allowing an enhancement of
1 or 2 magnitude orders due to hybridized modes or a coupling between nanoparticles or
nanostructures via surface plasmon polaritons on the metallic mirror (film) [35-39]. An-
other way to improve the Raman signal was the use of hybrid nanomaterials based on zinc
oxide or silicon coupled to a plasmonic layer or plasmonic nanoparticles [40-49], and also
based on bimetallic nanoparticles [50-55] or other materials as metal oxides [56-61]. An-
other branches of the SERS field have been also explored, such as the photo-induced
enhanced Raman spectroscopy [62-64], the SERS effect generated by high pressure [65,66],
and the shell-isolated nanoparticle-enhanced Raman spectroscopy (SHINERS) [67-69].
Concerning SHINERS, this technique has been discovered in 2010 in order to overcome
the limitations of SERS regarding the accurate characterization of different surface mor-
phologies, materials, and biological samples [67]. The base concept of SHINERS consists of
plasmonic cores that are employed for enhancing the Raman signal of molecules, and a
very thin shell of silica improving the thermal and chemical stability of the plasmonic
cores, being of significant interest in the specific case of catalytic reactions under difficult
conditions [70,71]. By using SHINERS, several groups have already studied catalytic re-
actions [72-74], applications in electrochemistry [75], and also reported the detection of
different chemical molecules [76-81].
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The goal of this mini-review is to present the recent advances on the most used
applications of SHINERS, such as the catalytic reaction-monitoring processes and the
detection of molecules, over the period 2019-2020. Firstly, we will explore the SHINERS
applications to the reactions with CO molecules, which are well-known model reactions,
then other surface catalytic reactions, and finally the detection of molecules and ions in
order to examine the potential of this SHINERS technique. In the final section, we will
discuss points to be improved and advantages of the SHINERS technique, and we will
address the future directions of this latter.

2. What Is Shell-Isolated Nanoparticle-Enhanced Raman Spectroscopy?

The shell-isolated nanoparticle-enhanced Raman spectroscopy belongs to the SERS
field, and is based on the enhancement of the Raman signal obtained with strong electric
fields coming from plasmonic core-shell nanoparticles. In SHINERS, each core-shell
nanoparticle plays the role of a metallic tip as for the tip-enhanced Raman spectroscopy
(TERS), and this technique allows to obtain a couple of thousand of “TERS tips” on the
substrate surface to be analyzed. Thus, the enhanced Raman signal can be jointly obtained
from all these plasmonic core-shell nanoparticles (“TERS tips”), allowing a gain of two to
three magnitude orders compared to a single TERS tip. Furthermore, the use of the metallic
nanoparticles coated with a chemically inert shell can enable the protection of the plasmonic
core (SERS-active part) from the substrate surface to be analyzed and the environment.
This inert shell can conform to different morphologies of substrates, and also prevent the
agglomeration of these core-shell nanoparticles and the oxidation of their plasmonic core.
The principal merits of such a technique are a more significant detection sensitivity and
a great number of practical applications in life and materials sciences, as well as in food
science and environmental pollution.

3. Applications of Shell-Isolated Nanoparticle-Enhanced Raman Spectroscopy
3.1. SHINERS Application to the Reactions with CO Molecules

In this section, we present a couple of investigations on the reactions with CO
molecules (see Table 1) [82-86]. These reactions with CO molecules are well-known
model reactions.

Table 1. Shell-isolated nanoparticle Raman spectroscopy (SHINERS) application to the reactions with
CO molecules (NPs = nanoparticles; G = Graphene).

Samples Core/Shell Size (nm) Reaction Refs
PtFe/Au@SiO, NPs 120/2 CO oxidation [82]
Pt/Au@SiO; NPs 55/2 CO electrooxidation [83]
Pt/ Au@SiO, NPs 101/2 CO adsorption [84]
Ni/Au@SiO; NPs 90/2 CO adsorption [85]
Au@SiO; NPs, Au@TiO, NPs 90/3-105/2 Hydrogenation/dissociation of CO [86]
Pt/Au@G NPs 500/5 layers of G CO adsorption [87]
Au@SiO, NPs on Cu foil 50/2 CO adsorption [88,89]

Wang et al., have reported on the CO oxidation probed SHINERS technique based
on the use of Au@SiO; nanoparticles, on which are deposited Pt or PtFe nanocatalysts
(see Figure 1a) [82]. The authors demonstrated that PtFe catalysts were more active and
stable than Pt ones in the CO oxidation. In the CO oxidation, two Raman peaks have been
observed at 397 and 485 cm ! for Pt catalysts and at 389 and 480 cm ™! for PtFe catalysts,
both corresponding to the adsorption of Pt-CO (see Figure 1b). The redshift of these two
Raman peaks recorded for the case with PtFe catalysts has indicated that the CO adsorption
was lower on PtFe than on Pt (see the inset of Figure 1b). Moreover, three Raman peaks
of oxygen species were detected with PtFe nanocatalysts, indicating that the Pt-C binding
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was weakened by the presence of the ferrous center thus producing oxygen species (see
Figure 1b) [82].
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Figure 1. (a) Principle scheme of a SHINERS catalyst (PtFe/Au@SiO,) for CO oxidation. (b) SHINERS

spectra for CO oxidation on Pt (blue line) and PtFe (red line) catalysts. The inset displays a zoom of

the two SHINERS spectra (blue and red lines) in the range 350-550 cm ! in order to better observe

the redshift of Raman peaks. All the figures are reprinted (adapted) with permission from [82],

Copyright 2019 American Chemical Society.

Su et al., have reported on the detection of OH and COOH species during the CO
electrooxidation process on three Pt surfaces (Pt(100), Pt(110) and Pt(111)) with the SHIN-
ERS technique by using Au@SiO, nanoparticles [83]. The authors have observed that
the activity of CO electrooxidation was higher for Pt(111)/Pt(100) surfaces than Pt (110)
surface. This increased activity of CO electrooxidation for Pt(111)/Pt(100) surfaces was
due to the presence of OH and COOH species. For Pt(110) surface, this activity was
weaker due to its high adsorption and coverage of CO on this surface [83]. Furthermore,
Wondergem et al. have demonstrated the CO adsorption on Pt nanoparticles which are
themselves deposited on Au@SiO, nanoparticles (see Figure 2a,b) [84]. This investigation
was realized by employing the SHINERS technique. From the SHINERS spectra, two
characteristic Raman peaks of CO adsorption were recorded in the two ranges of wavenum-
bers: 350-600 cm~! and 1900-2150 cm~!. The first Raman peak corresponds to the CO
adsorbed on Pt in a bridge configuration located at 430 and 2010 cm ™! in these two ranges
of wavenumbers (see Figure 2c,d), then the second one corresponds to the CO adsorbed on
Pt in a linear configuration located at 505 and 2070 cm ! in these two wavenumber ranges
(see Figure 2¢,d) [84]. Next, the same group has studied the effect of the fabrication method
of nickel (Ni) catalysts on Au@SiO, nanoparticles for SHINERS investigations [85]. Three
methods have been tested: spark ablation (SA), colloidal deposition (Col) and precusor (Pr)
method. The authors have studied the CO adsorption on these three types of Ni catalysts,
and concluded that Pr and Col methods were not suitable for the SHINERS technique due
to the use of a high-temperature treatment of reduction. Finally, the SA technique is the
most efficient for direct deposition of the nickel catalyst on Au@SiO, nanoparticles [85].
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Figure 2. (a) Fabrication process of a SHINERS catalyst (Pt/Au@SiO;). (b) TEM picture of a
SHINERS catalyst (Pt/ Au@SiO,). SHINERS spectra for CO adsorption on Pt for (c) the low range of
wavenumbers and (d) the high range of wavenumbers. The grey zones correspond to the Raman
peaks of Pt-CO bridge at 430 and 2010 cm ™!, and Pt-CO linear at 505 and 2070 cm ™~ !. All the figures are
reprinted (adapted) with permission from [84] (https:/ /pubs.acs.org/doi/10.1021/acscatal.9b03010
(accessed on 1 January 2021)), Copyright 2019 American Chemical Society (for all further reuses
related to the excerpted material, further permissions should be directed to the American Chemical

Society).

Hartman et al. have investigated the support effect on the interaction of rhodium (Rh)
with CO molecules probed by SHINERS technique [86]. Two types of extrudate support
have been tested by introducing alternatively CO and Hj: the first one was Rh/SiO,
on which were deposited Au@SiO, nanoparticles and the second one was Rh/TiO, on
which were also deposited Au@TiO, nanoparticles. Under the same conditions of CO
then Hy, the shifts of a Raman peak (named “unknown” by the authors) for the CO
hydrogenation were of 70 cm~! and 25 cm~! for Rh/TiO, and Rh/SiO, extrudate supports,
respectively. From these Raman shifts for the CO hydrogenation, the authors have deduced
that the Rh/TiO; extrudate support had the strongest interaction with CO molecules during
the catalytic process compared to the Rh/SiO; extrudate support. Thus, this powerful
interaction has resulted in a catalyst with higher efficiency for the CO dissociation [86].
Zhang et al., have reported on the adsorption of CO molecules on Pt nanocatalysts, which
were deposited on novel core-shell nanoparticles composed of a gold core covered by
graphene layers (Au@G nanoparticles). The authors have demonstrated via SHINERS
measurements that the adsorption of CO molecules on these Pt/ Au@G nanoparticles has
occurred in a linear configuration [87]. To finish this section, two groups have reported on
the CO reduction catalysis on Cu foil by using the SHINERS technique [88,89]. The authors
have employed Au@SiO, nanoparticles, and allowed them to deduce that the CuO, /(OH),
species were detected on the Cu foil during the CO reduction. Thus, the authors have
concluded that the oxygenated species of Cu were unlikely to be the active sites easing the
formation of Cp oxygenates during the process of CO reduction [88,89].
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3.2. SHINERS Application to Other Surface Catalytic Reactions

Here, we address a couple of studies on other surface catalytic reactions (see
Table 2) [90-100].

Table 2. SHINERS application to other surface catalytic reactions (NPs = nanoparticles; IrOy =
Iridium oxide; MBT = 2-mercaptobenzothiazole; SnO; = Tin oxide; pNTP = para-nitrothiophenol;
RhB = Rhodamine B; CNNDs = g-C3Ny nanodots; EGLs = Electrochemical exfoliated graphene layers;
ITO = Indium tin oxide).

Samples Core/Shell Size (nm) Reaction Refs

Au@SiO, NPs/Pt 90/2 Adsorption of Propargyl Alcohol  [90]
Au@SiO, NPs/IrO, surface 55/2 Water oxidation [91]
Au@SiO; NPs/Au(111) 55/2 Configuration of interfacial water [92]
Au@SiO; NPs/pyrite 55/2 Adsorption of MBT [93]
Au@SiO, NPs/Cu surface 55/2 Oxidation of Cu surfaces [94]
Au@SiO, NPs/Pt(hkl) 55/2-3 Oxygen reduction reaction [95]
Au@SiO, NPs/Pt(hkl) 55/2 Oxygen reduction reaction [96]
Au@SiO, NPs/Pt(hkl) 55/2 Oxygen reduction reaction [97]
Au@SnO, NPs/steel surface 35/4 Steel surface corrosion [98]
Pt/ Au@SiO, NPs 120/2 Hydrogenation of pNTP [99]
Ag@SiO, /RhB/CNND/EGL/ITO 75/3 Photodegradation of RhB [100]

Guan et al. have demonstrated that the adsorption of propargyl alcohol (PA) on Pt(hkl)
surfaces by using the SHINERS technique [90]. The authors have employed Au@SiO,
nanoparticles for SHINERS experiments, and they obtained adsorption of PA-privileged
on Pt(100) and Pt(110) surfaces than on Pt(111) surface. The better surface reactivity for
Pt(100) compared to two other Pt surfaces (Pt(100) > Pt(110) > Pt(111)) was due to the more
important presence of the primary alcohol group [90]. In the next two examples, the studies
of the water oxidation and the configuration of the interfacial water are addressed. Firstly,
Saeed et al., have reported on the employment of the SHINERS technique to analyze in real-
time the mechanisms of water oxidation with iridium oxides (IrOy) as electrocatalyst [91].
To do that, Au@SiO, nanoparticles were used and deposited on IrO, surface for the Raman
characterization (SHINERS). Thus, the authors demonstrated that SHINERS allowed to
observe in real-time the chemical changes on the IrO, surface during the oxidation of
water [91]. Secondly, Li et al., have reported on the configuration of the interfacial water
at Au(111) surface, probed by the SHINERS technique using Au@SiO, nanoparticles for
this study [92]. The authors have observed redshifts of the Raman peak corresponding to
the O — H stretching mode of the interfacial water when the potential went towards more
negative values, indicating a configuration variation of interfacial water. Thus, the authors
have shown three configurations of the interfacial water named parallel, one-H-down
and two-H-down, respectively, when the potential shifted to more negative values [92].
In addition, Guo et al., have studied the adsorption of 2-mercaptobenzothiazole (MBT) on
pyrite by SHINERS [93]. Au@SiO, nanoparticles were employed and deposited on pyrite
for SHINERS experiments. From the SHINERS spectra recorded with an MBT concentration
of 0.01 mM, a Raman peak at 1406 cm~ ! was observed and corresponded to NCS ring
stretch mode (see Figure 3a). This Raman peak suggested that double “minerophilic”
groups of MBT were bound to pyrite surfaces in the configuration displayed in Figure 3b
on the left. From the SHINERS spectra recorded with an MBT concentration of 0.1 mM,
two Raman peaks at 1389 and 1409 cm™~! were observed and also corresponded to NCS
ring stretch mode (see Figure 3c). The Raman peak at 1409 cm ™! has indicated that double
“minerophilic” groups of MBT were bound to pyrite surface. The Raman peak at 1389 cm ™!
(starting to appear at —200 mV, see Figure 3c) has also indicated that the MBT molecule was
bound to pyrite with the exocyclic sulfur atom without the presence of any nitrogen—metal
bond in the configuration displayed in Figure 3b on the right. In summary, the authors
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have concluded that the configuration of MBT molecules was preferentially the one in
Figure 3b on the left for weaker concentrations of MBT and negative potentials and the one
in Figure 3b on the right for higher concentrations of MBT and positive potentials [93].

10° M MBT, pH 9.3 (a\) § § (b) 10* MMBT, pH 4.6 (c)
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Figure 3. (a) SHINERS spectra of a MBT solution (0.01 mM) recorded at pH 9.3 for different potentials.
The black dotted line indicates the Raman peak at 1406 cm~!. (b) Potential configurations of the
MBT adsorption on pyrite. (c) SHINERS spectra of a MBT solution (0.1 mM) recorded at pH 4.6 for
different potentials. The black dotted lines indicate the Raman peaks at 1389 and 1409 cm~!. All the
figures are reprinted from [93], Copyright 2020, with permission from Elsevier.

Bodappa et al., have investigated the electrochemical oxidation of Cu(111) and poly-
crystalline Cu (Cu(poly)) surfaces by using the SHINERS technique [94]. Au@SiO, nanopar-
ticles were employed for studying the oxidation mechanism of Cu(111) and Cu(poly)
surfaces (see Figure 4a). From the SHINERS spectra for Cu(111) oxidation, intermediate
species Cu-OH, Cu-Ogy, and (CupO),,, ¢ were observed during the oxidation process (i.e.,
when the potential increased, see Figure 4b). For Cu(poly) oxidation, only Cu-OH and
(CuZO)su,f were spotted during the oxidation on the SHINERS spectra (see Figure 4c).
Thus, the authors have remarked a difference in the presence of the intermediate species
during the oxidation process [94].
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Figure 4. (a) SEM picture of Au@SiO; nanoparticles on Cu surface (scale bar = 1 um). The in-
set displays a TEM picture of a Au@SiO, nanoparticle. (b) SHINERS spectra for Cu(111) oxida-
tion in a 0.01 M KOH solution. (c) SHINERS spectra for Cu(poly) oxidation in a 0.01 M KOH
solution. All the figures are reprinted (adapted) with permission from [94], Copyright 2019

American Chemical Society.

The next three works have addressed the topic of oxygen reduction reaction (ORR)
on Pt(hkl) surfaces by employing SHINERS spectroscopy. At first, Galloway et al., have
demonstrated the surface specificity of the ORR on Pt(ikl) surfaces by SHINERS in sodium—
oxygen electrochemistry [95]. The reduction of NaO; to Na,O, was favored on Pt(111)
and Pt(110) surfaces in 0.1 M NaClOy dissolved in dimethyl sulfoxide (DMSO), whereas
this reduction was not detected on Pt(100) and Pt(poly) surfaces (no characteristic Raman
peak of NayO, recorded) due to the restricted interactions with adsorbed oxygens [95].
Next, the second work realized by Dong et al. dealt with the observation of intermediate
species for ORR on different Pt(hkl) surfaces examined by SHINERS. The authors have
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spectroscopically evidenced the fact that ORRs on Pt(111) surface was obtained by the
generation of OOH species, while for Pt(110) and Pt(100) surfaces by the formation of OH
species [96]. Finally, the same group has demonstrated the presence of intermediate species
during ORR on high-index Pt(hkl) surfaces by SHINERS spectroscopy [97]. Au@SiO,
nanoparticles were used for the study of the ORR activity of these Pt surfaces (see Figure 5a).
The authors have observed intermediate species for the two Pt surfaces (Pt(311) and Pt(211))
studied for ORR. From SHINERS spectra recorded for different values of potential, two
characteristic Raman peaks at ~765 and ~1041 cm~! were observed and corresponded to
OOH and OH species, respectively (see Figure 5b,c). Moreover, they concluded that the
Pt(211) surface had a better reactivity than the Pt(311) surface due to the greater adsorption
energy for OOH species with the Pt(311) surface [97].

400 600 800 1000 1200 400 600 800 1000 1200
Raman shift (cm ') Raman shift (cm™)

Figure 5. (a) Principle scheme of a SHINERS (Au@SiO,) measurement for oxygen reduction reaction
on Pt(hkl) surfaces. For different values of potential, SHINERS spectra recorded in HCIOy solution
(0.1 M) saturated in O, are shown for the surfaces of (b) Pt(311) and (c) Pt(211). All the figures are
reprinted (adapted) with permission from [97], Copyright 2020 American Chemical Society.

Barlow et al. have investigated the corrosion of 304 stainless steel by using the
SHINERS technique. Au@SnO; nanoparticles were employed for examining this possible
corrosion [98]. For the 304 stainless steel, the authors have evidenced a characteristic Raman
(SHINERS) peak corresponding to amorphous Fe(OH),, and also another Raman peak
attributed to Cr(VI)-O bindings from a blended oxide based on Cr(VI). When KCl is present
in the electrolyte, a Raman peak attributed to -FeOOH was observed. Finally, the authors
have evidenced no green rust, i.e., no intermediate species during the conversion from
Fe(OH); to 1-FeOOH [98]. Besides, Wang et al., have reported on the effects of the size
and the nature of nanocatalysts on the hydrogenation of para-nitrothiophenol (pNTP)
by employing the SHINERS spectroscopy [99]. Au@SiO; nanoparticles were used for
SHINERS experiments on which Pt, PtCu, PtNi nanocatalysts have been assembled via
electrostatic interactions. At first, the authors have studied the size effect of Pt nanocatalysts
on the pNTP hydrogenation, and have reported on an optimal size of 6.8 nm for Pt
nanoparticles. Then, the authors have studied the kinetics of reaction for Pt, PtCu and PtNi
nanocatalysts. They observed that PtCu and PtNi nanocatalysts have shown a quicker
and quasi-complete conversion of pNTP than for Pt ones [99]. To finish this section on
SHINERS applications to other surface catalytic reactions, Qiu et al. have investigated
the effect of the presence of g-C3N, nanodots (CNNDs) and electrochemical exfoliated
graphene layers (EGLs) on the photodegradation of Rhodamine B (RhB) molecules probed
by SHINERS technique [100]. For SHINERS experiments, Ag@SiO, nanoparticles and an
illumination wavelength of 632.8 nm were employed for examining this photocatalytic
process of degradation of RhB molecules (see Figure 6a). In the absence of CNNDs and
EGLs on the ITO substrate, the authors have noted no significant degradation of the
intensity of the Raman peaks of RhB molecules. In contrast, the authors have observed a
complete degradation of the intensity of these Raman peaks for an illumination time of
20 min with the presence of CNNDs and EGLs (see Figure 6b) [100].
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Figure 6. (a) Principle scheme for the photocatalytic process of degradation of RhB molecules (RhB =
red shapes) probed by SHINERS (Ag@SiO, NPs = blue spheres with a grey shell). The yellow shapes
correspond to the g-C3Ny nanodots (CNNDs), and the EGLs/ITO substrate is represented by the
white rectangle on which the hexagonal lattice of graphene (EGLs) is depicted. (b) SHINERS spectra
of RhB molecules recorded for various illumination times in the range 0-22 min. All the figures are
reprinted from [100], Copyright 2019, with permission from Elsevier.

3.3. SHINERS Application for the Detection of Molecules and Ions

In this final section for the SHINERS applications, we report on a couple of works on
the detection of molecules and ions (see Table 3) [101-107].

Table 3. SHINERS application for the detection of molecules and ions (NPs = nanoparticles; cc-Au =
concave cubic gold; PPy = Polypyrrole).

Samples Core/Shell Size (nm) Detection Refs
(Au/Si0,)@SiO; NPs on Si (61/900)/1-2 Rhodamine 6G [101]
Au@SiO, NPs on TiO, (hkl) 55/2 Photoinduced behavior of dyes [102]

Ag@SiO, NPs on filter paper 45/3 Thiram [103]
Ag@TiO, NPs 10-30/2-10 Copper ions [104]
Ag@TiO, NPs 20/2-10 Copper oxidation states [105]

cc-Au@Ag@SiO, NPs 50/4/2-5 4-mercaptobenzoic acid [106]
Au@PPy bipyramids 100 (length)/1 y-aminobutyric acid [108]
Au@SiO; NPs 40/5 Metschnikowia pulcherrima yeast cells  [109]
Au@SiO; NPs 55/2 Atypical hyperplasia [110]
Ag@SiO, NPs 53/2-5 Tumor cells in blood [107]

Wondergem et al. have reported the detection of Rhodamine 6G (R6G) molecules by
SHINERS spectroscopy [101]. For SHINERS experiments, (Au/SiO,)@SiO, nanoparticles
were used in order to avoid contact between gold nanoparticles and the liquid medium.
The authors have obtained a detection limit of 10~1> M for R6G molecules with these
(Au/Si0,)@SiO, plasmonic superstructures. Moreover, these plasmonic superstructures
can enable the study of catalytic reactions in liquids by using SHINERS [101]. In addition,
Zhang et al. have investigated the photoinduced behavior of dyes (N719) molecules on
three rutile TiO, (hkl) surfaces [102]. Au@SiO, nanoparticles were employed for SHINERS
experiments. The authors have remarked that the SCN group of N719 molecules was the
group that primarily adsorbed on these three rutile TiO,(hkl) surfaces. The authors have
evidenced a shift of the Raman peak corresponding to the SCN group after an illumination
time of 36 min on TiO,(110) and TiO,(001) surfaces, whereas no shift of this Raman
peak was observed for the TiO,(111) surface. They concluded that the N719 molecules
adsorbed on TiO,(111) surface were very stable in the time, whereas the N719 molecules
had desorbed on TiO,(110) and TiO,(001) surfaces caused by the cleavage of the S = C
binding [102]. Furthermore, Sun et al., have reported a detection limit of 10~ M for thiram
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molecules (pesticides) probed by the SHINERS spectroscopy [103]. Ag@SiO, nanoparticles
on filter paper were employed as well as a miniaturized portable Raman analyzer based on
smart-phone for SHINERS experiments. The authors have recorded SHINERS spectra for
each concentration of thiram molecules (concentration range = 10~°~10~3 M), where four
characteristic Raman peaks of thiram molecules located at 440, 559, 1145 and 1379 cm !
are displayed (see Figure 7). By using the Raman peak at 1379 cm™~!, the authors have
deduced the detection limit (see Figure 7).

Filter paper
| 1379

5000
4000
3000

Intensity (a.u.)

r ;2 ) r r £ ra ra rl ra ) L ra J 10'9
400 600 800 1000 1200 1400 160 S
Raman shift (cm?)

Figure 7. SHINERS spectra of thiram recorded for various concentrations in the range 10~9-1073 M,
where are indicated the four characteristic Raman peaks as well as the two peaks associated to the
filter paper. The figure is reprinted from [103], Copyright 2019, with permission from Elsevier.

In the next two works realized by the same group [104,105], the detection of copper
ions and their oxidation states by SHINERS is addressed. Firstly, Forato et al., have investi-
gated the detection of Cu(II) ions by SHINERS spectroscopy. Ag@TiO, nanoparticles and
three excitation wavelengths (514, 633, and 785 nm) were used for SHINERS experiments.
The authors have demonstrated an optimal efficiency for the detection of the Raman peak
of the Cu-N binding at an excitation wavelength of 633 nm [104]. Then, Quéffelec et al.,
have reported on the distinctness of Cu(I) and Cu(II) ions by SHINERS measurements [105].
The authors have used the same Ag@TiO, nanoparticles functionalized with 2,2’-bipyridine
phosphonate (bpy-PA) and an excitation wavelength of 633 nm where the efficiency was
optimal [104]. From the SHINERS spectra recorded for Ag@TiO,@bpy-PA, Ag@TiO,@bpy-
PA-Cu(I) and Ag@TiO,@bpy-PA-Cu(Il), the authors have detected the characteristic Raman
peaks of N-Cu(Il) and N-Cu(I) vibrational modes at 230 and 290 cm !, respectively (see
Figure 8).
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Figure 8. SHINERS spectra for Ag@TiO,@bpy-PA (in black), Ag@TiO,@bpy-PA-Cu(]) (in red) and
Ag@TiO,@bpy-PA-Cu(Il) (in blue), where the Raman peaks of N-Cu(Il) and N-Cu(]) vibrational
modes are depicted. The figure is reproduced from [105] with permission from the Royal Society of
Chemistry, Copyright 2020.

Krajczewski et al., have reported the detection of four-mercaptobenzoic acid (p-MBA)
by SHINERS measurements [106]. Au@Ag concave cubic nanoparticles (noted: cc-Au@Ag
NPs) were employed for the p-MBA detection probed by SHINERS measurements. The au-
thors have demonstrated that these cc-Au@Ag NPs have improved by 35% the enhance-
ment factor of the Raman signal of p-MBA molecules compared to the cc-Au NPs without
the thin Ag shell. Moreover, the authors have added a thin layer of SiO; (<5 nm) on
cc-Au@Ag NPs, and they recorded a reduction by 50% of the Raman signal of p-MBA
molecules [106]. El-Said et al., have demonstrated the detection of neurotransmitters,
such as y-aminobutyric acid (GABA), by using the SHINERS technique [108]. Au@PPy
nanobipyramids were used for this investigation, and allowed the detection of GABA with
high sensitivity (detection limit of 116 nM). Moreover, these Au@PPy nanobipyramids
have also enabled the detection of GABA in the presence of human serum, representing
a real sample [108]. Zdaniauskiené et al., have used the SHINERS technique in order to
study Metschnikowia pulcherrima yeast cells [109]. Au@SiO, nanoparticles were employed
for this investigation, and allowed to obtain SHINERS spectra more enhanced than SERS
spectra. Moreover, the Au@SiO, nanoparticles also allowed to suppress the appearance
of supplementary bands due to potential interactions with the gold nanoparticles, and to
identify the wall of yeast cells and their functional elements [109]. To conclude this section
and also this review, two works related to cancer research, focusing on the identification of
the atypical hyperplasia (AH) of the breast and the detection of tumor cells, are addressed.
Zheng et al., have explored the identification of the breast AH by employing the SHINERS
technique, which can provide a non-invasive diagnosis and study the cancer mechanisms
ata molecular level [110]. The authors have remarked via changes in the Raman band inten-
sities from SHINERS spectra that DNA strands have begun to snap in breast AH, and the
presence of amino acid residues was more important than in normal breast tissues [110].
Nicinski et al., have reported on the improvement of the detection sensitivity of tumor cells
such as renal cell carcinoma, and blood cells. This improvement was achieved by using
Ag@SiO, nanoparticles via SHINERS measurements. The authors have observed variations
in the intensities of Raman bands between cancer and healthy cells due to changes in the
structure and quantity of molecules present during the formation of cancer cells [107].

4. Discussions and Future Directions

The shell-isolated nanoparticle-enhanced Raman spectroscopy has been generally
employed with core-shell nanoparticles composed of gold cores (or silver) and silica
shells, because the gold or silver cores presented a strong SERS activity. It would be
interesting to use other well-known plasmonic materials, such as aluminum, copper, pal-
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ladium, and other alternative plasmonic materials (e.g., transparent conductive oxides
and transition-metal nitrides) in order to study the influence of the nature of plasmonic
material on the efficiency of the SHINERS technique to be analyzed different surface re-
actions at normal and high temperatures. Other materials for the shell fabrication, such
as polymers, can be used to investigate the effect of shell material on this same efficiency
cited previously. Through the three sections presented above, we have observed that the
shell-isolated nanoparticle-enhanced Raman spectroscopy was non-invasive thanks to the
catalytically inactive dielectric shell, and also had other advantages, such as the study
of different surface catalytic reactions or adsorption of reactants on several surfaces of
different natures and morphologies, and the detection of different molecules. Both these
studies [84] were realized under normal conditions of temperature (T = 20-150 °C) and
pressure. However, a great number of catalytic reactions are produced at high temper-
atures (T = 300-1000 °C) typically in industry. Thus, the thermal stability of SHINERS
substrates should be improved for industrial applications. Moreover, the influence of
high pressures on the stability of SHINERS substrates is still a research issue to be solved.
Another challenging improvement to be addressed is to reduce the shell thickness (<1 nm;
without pinhole in shell) in order to achieve a better Raman enhancement. Besides, another
advantage would be to use the shell-isolated nanoparticle-enhanced Raman spectroscopy
in catalysis as local nanosensors of molecules during the catalytic reactions in order to
have a deep understanding of these catalytic reactions at the subnanometer scale [111].
Furthermore, the shell-isolated nanoparticle-enhanced Raman spectroscopy can be ex-
tended to other enhanced spectroscopies as tip-enhanced Raman spectroscopy (named
shell-isolated TERS) [112] and sum-frequency generation spectroscopy (named SHINE-
SEG) [113]. The shell-isolated TERS can allow the exclusion of interferences which are due
to the presence of contaminants, and also the investigation of catalytic reactions at the level
of a solid-liquid interface [112]. To finish, the SHINE-SFG spectroscopy can enable a novel
type of enhancement coming from the non-linear coupling of SHINE-SFG with difference
frequency generation. Thus, alternative substrates based on this type of coupling can be
designed in order to enhance different signals [113].

5. Conclusions

In this mini-review, we addressed the applications of the shell-isolated nanoparticle-
enhanced Raman spectroscopy. We started with the SHINERS application to the reactions
with CO molecules. The reactions of oxidation, hydrogenation, and adsorption of CO
molecules with various catalysts have been presented. Next, we explored SHINERS studies
on other surface catalytic reactions. Among these reactions, we presented a couple of
works on oxygen reduction reactions realized on Pt(/kl) surfaces. Then, oxidation reactions
of water and Cu surfaces have been exposed. Hydrogenation and photodegradation
reactions, molecule adsorption, and corrosion have been also addressed. Finally, we
reported on the detection of molecules and ions by SHINERS spectroscopy. The SHINERS
experiments have enabled to improve the detection sensitivity of pesticides (thiram), tumor
cells, and to distinguish the copper oxidation states. In conclusion, the shell-isolated
nanoparticle-enhanced Raman spectroscopy can be very useful for obtaining various
information on surface catalytic reactions, such as their mechanism and the intermediate
species present during these reactions. Moreover, the SHINERS substrates based on core—
shell nanoparticles can be employed as very sensitive nanosensors of molecules and ions.
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Abstract: An explosion in the interest for nanoplasmonics has occurred in order to realize optical
devices, biosensors, and photovoltaic devices. The plasmonic nanostructures are used for enhancing
and confining the electric field. In the specific case of biosensing, this electric field confinement
can induce the enhancement of the Raman signal of different molecules, or the localized surface
plasmon resonance shift after the detection of analytes on plasmonic nanostructures. A major part
of studies concerning to plasmonic modes and their application to sensing of analytes is realized
in ambient environment. However, over the past decade, an emerging subject of nanoplasmonics
has appeared, which is nanoplasmonics in high pressure environment. In last five years (2015-2020),
the latest advances in this emerging field and its application to sensing were carried out. This short
review is focused on the pressure effect on localized surface plasmon resonance of gold nanosystems,
the supercrystal formation of plasmonic nanoparticles stimulated by high pressure, and the detection
of molecules and phase transitions with plasmonic nanostructures in high pressure environment.

Keywords: plasmonics; localized surface plasmon resonance; high pressure; sensing; SERS

1. Introduction

During the past decade, nanoplasmonics was employed for the production of photovoltaic
devices [1-6], optical devices [7-15], and biosensors [16-20]. Additionally, nanoplasmonics enabled
the enhancement of photocatalysis [21-23], the luminescence upconversion enhancement [24,25],
and the optical tuning of luminescence and upconversion luminescence [26,27]. In addition,
nanoplasmonics can also enhance the sum-frequency generation signal [28-32] and the Forster
resonance energy transfer (FRET) [33-37]. Gold and silver were largely used for the production
of plasmonic nanostructures, and other alternative plasmonic materials were also employed, such as
aluminum [38,39], copper [40,41], palladium [42,43], transition-metal nitrides [44,45], and transparent
conductive oxides [46,47]. The plasmonic nanostructures allowed confining the electromagnetic (EM)
field into subwavelength-size zones. Concerning to the application to plasmonic biosensing, this EM
field confinement allowed inducing an enhancement of Raman signal of analytes named surface
enhanced Raman scattering (SERS) [48-53] or the localized surface plasmon resonance (LSPR) shift
after detection of analytes on plasmonic nanostructures [54-58]. The confinement of the EM field can be
controlled by adjusting the geometry and spatial organization of plasmonic nanosystems, for instance,
which can be realized with various techniques of lithography [45,59-66]. In addition, various plasmonic
modes can be used for biosensing based on SERS effect or LSPR shifting as dipolar and multipolar
resonances [67,68], surface lattice resonances [69,70], and hybridized resonances [71,72]. In the majority
of studies cited previously concerning the plasmonic sensing of analytes, the LSPR shifting and
SERS measurements were realized in ambient environment (e.g., pressure). However, a relevant
subject of nanoplasmonics has emerged over the past decade. This latter concerns nanoplasmonics in
high pressure environment [73,74], and its potential application to sensing of molecules. In the
nanoplasmonics in high pressure environment, the mechanisms for the LSPR shifts of metallic
nanoparticles induced by high pressure are generally based on variations of the refractive index
or the phase transitions of the surrounding medium, or deformation of metallic nanoparticles [73,74].
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For instance, a study reporting on the effect of high pressure on the LSPR shift of colloidal gold
nanoparticles demonstrated that the LSPR redshift of Au nanoparticles in water was due to the linear
increasing of the refractive index of the water with pressure [73].

The aim of this short review is to discuss the latest advances on nanoplasmonics in high pressure
environment over the period 2015-2020. Firstly, we will present the pressure effect on localized surface
plasmon resonance of gold nanosystems, then the use of high pressures for the supercrystal formation
of gold nanoparticles, and finish the detection of molecules and phase transitions with plasmonic
nanostructures in high pressure environment.

2. Nanoplasmonics in High Pressure Environment

2.1. Effect of High Pressure on Localized Surface Plasmon Resonance of Metallic Nanoparticles

In this first section, we discuss the effect of high pressure on LSPR modes of gold nanoparticles
with different shapes (see Table 1).

Table 1. Effect of high pressure on localized surface plasmon resonance (LSPR) of metallic nanoparticles.

Samples Study References
Au spheroidal nanoparticles LSPR shifts [75]
Au nanocrystals LSPR shifts [76]
Au nanospheres and Aunanorods  LSPR shifts for both modes [77]

Bao et al. reported the effects of high pressure and the thickness of the gasket in a diamond
anvil cell (DAC) on the localized surface plasmon resonance of a colloidal solution of Au spheroidal
nanoparticles (AuSNPs). Authors have measured the LSPR of AuSNPs (size = 80 nm) by varying the
pressure from 2 to 12 GPa for two gaskets pre-indented to 140 pum (called GPI140) and 317 um (called
GPI317). For the GPI140, the authors have recorded the absorption spectra of AuSNPs for pressures
from 2.24 GPa to 11.8 GPa (see Figure 1a).

25 0 25 10.0

5.0 75
P (GPa)

P(cPa)”
Figure 1. At top, principle scheme of a DAC with a TEM picture of sample (AuSNP size = 80 nm;
scale bar = 100 nm). The ruby sphere is employed in order to measure the pressure in chamber by
fluorescence. At bottom, absorption spectra of AuSNPs are displayed as function of the wavelength
and the pressure with a gasket pre-indented to (a) 140 pm and (b) 317 um. Black circles correspond
to experimental measurements of the absorption maximum. Red arrows represent the starting of the

broadening of absorption peak. Black arrows represent the brutal change in the LSPR shift magnitude
for AuSNPs. All of the figures are reprinted from [75], with the permission of AIP Publishing.

A broadening of the absorption peak of AuSNPs has occurred from the pressure of 4.13 GPa
(indicated by the red arrow in Figure 1a). Subsequently, a sudden variation in the magnitude of LSPR
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shift for AuSNPs has occurred at 8.24 GPa (indicated by the black arrow in Figure 1a). This sudden
variation is attributed to the deformation of the AuSNP shape. For the second gasket GPI317, they have
recorded the absorption spectra of AuSNPs for pressures from 2.75 GPa to 10.47 GPa (see Figure 1b).
The broadening of the absorption spectrum and the sudden variation in the LSPR shift magnitude
for AuSNPs have occurred at the same pressure of 5.5 GPa (indicated by the red and black arrow,
respectively, in Figure 1b). Furthermore, the authors remarked that the sudden variation in the LSPR
shift magnitude for AuSNPs was achieved at a higher pressure for the thinnest gasket (GPI1140).
This was due to a better support of the part of the thinnest gasket located outside the culets in order to
do a sharp expansion or contraction of the chamber where the sample is located, emerging at a higher
pressure [75]. Gu et al. investigated the effect of quasihydrostatic and non-hydrostatic high pressures
on the LSPR of gold nanocrystals (size = 3.9 nm) in a DAC [76]. The used quasihydrostatic and
non-hydrostatic pressure media were ethylcyclohexane [78] and toluene [79], respectively. The authors
have recorded no variation in the LSPR wavelength of Au nanocrystals for quasihydrostatic high
pressures. On contrary, for non-hydrostatic high pressures, they observed a redshift of the LSPR of
Au nanocrystals achieving 68 nm, and this latter was reversible when the pressure was decreased.
This redshift was due to the deformation of Au nanocrystals (deformed shape with an aspect ratio of
~2). When the non-hydrostatic pressure was decreased down to ambient pressure, the shape of Au
nanocrystal came back its original shape [76]. Martin-Sanchez et al. demonstrated the effects of the
hydrostatic pressure on LSPR of gold nanospheres and nanorods [77]. Firstly, the authors reported on
the changes in the absorbance spectra of gold nanospheres (AuNS; diameter = 20 nm) in parrafin with
pressure. Paraffin was used as solvent due to its easibility of stabilizing gold nanospheres in non-polar
media. Authors observed a redshift of the localized surface plasmon resonance of AuNS when the
pressure was increased from 0 to 17 GPa, and the redshift magnitude was around 3% of the LSPR
wavelength for AuNS (see Figure 2a).
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Figure 2. (a) Absorbance (optical density) spectra of Au nanospheres in paraffin at different pressures.
(b) Localized surface plasmon resonance wavelength versus pressure. The experimental data are
displayed as green points. All of the lines correspond to a fit with the Mie-Gans model where the
parameters vary according the considered case. The red dashed line corresponds to the case of an
imcompressible particle. The dark and light gray lines correspond to the case where medium and
particle are compressible with Ko = 190 GPa (called Nano) and Ky = 167 GPa (called Bulk), respectively.
The brown lines correspond to the case of an incompressible medium for a gold nanoparticle (called
Nano; in dark brown) and for bulk gold material (called Bulk; in light brown). All of the figures are
reprinted (adapted) with permission from [77], Copyright 2019 American Chemical Society.

These weaker LSPR variations with pressure were caused by the higher shape factor (L =1/3),
which decreased the solvent impact. Furthermore, the authors have determined from the experimental
measurements the bulk modulus (Kp) of the gold nanoparticles (called Nano) by using the Mie-Gans
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model [77]. They found a value of Ky equal to 190 GPa, which is bigger as compared to this obtained
in the work of Heinz et al. [80] which is equal to 167 GPa for bulk gold (called bulk, see Figure 2b).
The Mie-Gans model enables to express the wavelength of the localized surface plasmon resonance at
a given pressure (P) as follows (for more details, see reference [77]):

Mson(P) = 2,0 [ UL o) + L Een(p) o)

where A, (0) corresponds to the bulk plasma wavelength at the ambient pressure (corresponding to
the pressure P = 0), V(P) and V} are the particle volume at the pressure P and at the ambient pressure,
respectively. The ratio V(P)/V; depends on the bulk modulus of gold (Kp) and the first derivative K.
This ratio and K(’) express, as follows:

/ ~1/K,
v(P) _ (PKO +1) K= (aK) @
P=0

Vo Ko P

where K = Ky + K{)P is the bulk modulus of a material (here gold) at a given pressure P. K is the bulk
modulus of a material (here gold) at the ambient pressure. The value of Kj, is fixed at 6 [80,81] for all of
the studies presented here. €,,(P) and €(0) are the solvent dielectric function at the pressure P and the
dielectric constant of gold in the short wavelength limit A — 0 (or w — oo, which is commonly noted
€s0), Tespectively. €,,(P) depends on the ratio Vy/V (P). L is the shape factor of the nanoparticle.

Secondly, the authors investigated the pressure effect on the LSPR of gold nanorods in hydrostatic
regime and beyond this latter for two mixtures of a methanol-ethanol solution. For the first
methanol-ethanol (1:4) solution with gold nanorods whose the aspect ratio (AR) is 3.7 (dimensions:
21.7 nm x 5.6 nm, see Figure 3a), they have experimentally observed a redshift of longitudinal
plasmonic mode in hydrostatic (P = 1-4 GPa) and non-hydrostatic (P > 4 GPa) regimes (see Figure 3b).
However, in the non-hydrostatic regime (after solution solidification), the optical density decreased
abruptly (see Figure 3b).

GNR in MeOH-EtOH 1:4 (AR =3.7)

Optical density

Sol. solidification

i
7.3GPa
90GP:

9.8 GPa

600 800 1000 1200 1400
A (nm)
Figure 3. (a) TEM picture of the Au nanorods with AR = 3.7 (dimensions: 21.7 nm x 5.6 nm).
(b) Absorbance (optical density) spectra of Aunanorods (AR = 3.7) in methanol-ethanol (1:4) solution
at different pressures. All of the figures are reprinted (adapted) with permission from [77], Copyright
2019 American Chemical Society.

Finally, the authors studied gold nanorods (AR = 3.7, see Figure 3a) in a methanol—ethanol (4:1)
solution. They have experimentally observed a redshift of longitudinal plasmonic mode in hydrostatic
(1-10 GPa) regime, i.e., up to solution solidification (see Figure 4a). Then, a blueshift in the LSPR
wavelength of the longitudinal mode was observed after switching from hydrostatic to non-hydrostatic

184



Photonics 2020, 7, 53

regime (see Figure 4). In this non-hydrostatic (P > 10 GPa) regime, the LSPR wavelength of the
longitudinal mode was again redshifted when the pressure was increased (see Figure 4). However,
the optical density decreased more abruptly than in the case of the methanol-ethanol (1:4) solution
(see Figure 4a). Besides, weaker LSPR blueshifts for the transversal mode were also observed
(see Figure 4b). These blueshifts of the transversal mode were due to the compression of Au nanorods
and a higher electron density [77]. The Mie-Gans theory was in agreement with the experimental
results for the measurement of the position of the plasmon peak in the hydrostatic regime for both
longitudinal and transversal modes. For the non-hydrostatic regime, a difference between experiments
and the Mie-Gans theory was observed.

GNR in MeOH-EtOH 4:1 (AR = 3.7) AR =37
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Figure 4. (a) Absorbance (optical density) spectra of Au nanorods (AR = 3.7) in methanol-ethanol
(4:1) solution recorded at different pressures. (b) LSPR wavelength versus hydrostatic pressure for
the longitudinal and transversal modes of Au nanorods (AR = 3.7) in methanol-ethanol (4:1) solution.
Orange points correspond to experimental data. All of the lines correspond to a fit with the Mie-Gans
model where the parameters vary according the considered case. For both plasmonic modes, the green
line corresponds to the case of an incompressible particle. The gray lines correspond to the case where
particle and solvent are compressible (in dark gray = the bulk modulus of gold called Nano; in light gray
= the bulk modulus of gold called Bulk). The brown lines correspond to the case of an incompressible
medium (in dark brown = the bulk modulus of gold called Nano; in light brown = the bulk modulus of
gold called Bulk). The vertical dashed line corresponds to the solution solidification. All of the figures are
reprinted (adapted) with permission from [77], Copyright 2019 American Chemical Society.

To conclude this section, a dramatic decrease of the optical density at the LSPR peak was recorded
after the solution solidification for both methanol-ethanol solutions with gold nanorods (AR = 3.7).
When the pressure of the solution solidification was higher, the optical density decay was more
significant (see Figures 3b and 4a, and reference [77]).

2.2. Use of High Pressures for the Supercrystal Formation of Gold Nanoparticles

In this section, we present studies regarding the pressure effect on the supercrystal formation
with gold nanoparticles (see Table 2).
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Table 2. Studies for the supercrystal formation of metallic nanoparticles stimulated by high pressure.

Samples Study References
Au spherical nanoparticles Supercrystal formation [82]
Au spherical nanoparticles  Kinetics of nanocrystal superlattice formation [83]
Au nanorods Supercrystal formation [84]

Schroer et al. investigated the pressure effect on reversibility of the supercrystal formation with a
gold nanoparticle suspension. The authors have used Au nanoparticles (AuNPs) functionalized with a
shell of poly(ethyleneglycol) (PEG). The radius of AuNPs is around 6 nm, and two lengths of PEG
were used (2 and 5 kDa), and these Au nanoparticles coated with PEG were called AuNP@PEG2k and
AuNP@PEGSK, respectively. First, the authors have recorded patterns of small-angle X-ray scattering
(SAXS) for Au@PEGS5k in a CsCl solution of 2 M for two pressures: 1 bar and 4000 bar. For the SAXS
pattern obtained for the pressure of 1 bar, they observed a strong forward scattering corresponding
to a liquid state of the AuNP@PEGS5k solution (see at left in Figure 5a,b). Then, for SAXS pattern
recorded for the pressure of 4000 bar, Debye-Scherrer rings were observed, indicating the formation of
supercrystals under the form of a face-centered cubic (fcc) superlattice (see at middle in Figure 5a,b).
Finally, they observed a reversibility of the state of the AuUNP@PEG5k solution after the pressure
reduction down to 1 bar (see at right in Figure 5a,b) [82].

(a)
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(b)
Figure 5. (a) Small-angle X-ray scattering (SAXS) patterns of the AuUNP@PEGS5k in a CsCl solution of 2 M
recorded for a pressure of 1 bar (at left), 4000 bar (at middle), again 1 bar (at right). (b) Corresponding
scheme of the structural assembly of AuNP@PEGS5k: at left, liquid state; at middle, face-centered cubic
crystallites; at right, return to liquid state. All of the figures are reprinted (adapted) with permission
from [82], Copyright 2018 American Chemical Society.

Subsequently, the authors studied the pressure effect on the supercrystal formation with the
two types of AuNPs (AuNP@PEG2k and AuNP@PEG5K) in four chloride salts (CsCl, KCl, NaCl,
RbCl) at a concentration of 2 M. They remarked that the constant a of the fcc superlattice of the
AuNP@PEG2k and AuNP@PEG5k had decreased when the pressure had increased (see Figure 6a,b).
This decreasing was dependent on the cation of the chloride salt solution. Moreover, this pressure
effect on the constant a of the fcc lattice enabled the authors to calculate the effective compressibility
Kefs of the superlattice at the pressure of 4000 bar and at the fixed concentration of 2 M for each
chloride salt solution. They observed higher values of , for the KCl solution for two types of AuNPs:
17.4 x 107 bar~! for AuUNP@PEG2k and 39.5 x 10~ bar~! for AuNP@PEG5k. They concluded that
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the decreasing of the lattice constant is primarily due to the compression of the PEG layer, because the
Au core shape was not modified [82].
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Figure 6. Pressure effect on the lattice constant a for (a) AuUNP@PEGS5k and (b) AuNP@PEG2k in

each chloride salt solution of 2 M (blue crosses for NaCl, red squares for KCl, orange disks for RbCl,

and purple triangles for CsCl). All of the figures are reprinted (adapted) with permission from [82],

Copyright 2018 American Chemical Society.

In the same research group, Lehmkiihler et al. studied the kinetics of the supercrystal
formation induced by pressure [83]. The authors have taken the same radius of 6 nm than
previously for the gold spherical nanoparticles (AuNPs) functionalized with a-methoxypoly(ethylene
glycol)-w-(11-mercaptoundecanoate) ligands (PEGMUA). The molecular weight of PEGMUA is
5000 g.mol~!. These PEGMUA-coated AuNPs were disseminated in an 2 M chloride salt solution
(RbCl). Authors observed that the time of the supercrystal formation has decreased when the jump
from initial pressure (below the crystallisation pressure) to final pressure (beyond the crystallisation
pressure) was more important. The time scale of this supercrystal formation has varied from 25 s to
0.3 s with the increasing of the pressure jump. This effect is linked to an improvement of the crystal
quality caused by a larger speed of supercrystal formation [83].

Finally, Schroer et al. (same research group) also reported on the supercrystal formation of
Au nanorods (AuNRs) stimulated by high pressure. The Au nanorods were functionalized with
«-methoxypoly(ethylene glycol)-w-(11-mercaptoundecanoate) ligands (PEGMUAZ2k). The dimensions
of AuNRs (see Figure 7a) were 75 nm for the length and 22 nm for the width, and PEGMUA2k had a
molecular weight of 2000 g-mol . First, authors have recorded SAXS patterns for AuUNR@PEGMUA2k
in a RbCl solution of 2 M for two pressures: 1 bar and 4000 bar. For SAXS pattern that was obtained for
the pressure of 1 bar, they observed a same behavior than in the case of Au spherical nanoparticles seen
previously, i.e., the AUNR@PEGMUA2k solution was in a liquid state (see Figure 7b). For the second SAXS
pattern at the pressure of 4000 bar, Debye-Scherrer rings were distinguished showing the formation of
supercrystals under the form of a 2D hexagonal superlattice (see Figure 7b). They also observed that the
formation was very fast (a few seconds) and also reversible [84]. The authors also calculated the effective
compressibilities «, ¢ from the dependence of the interparticle distance to the pressure (see Figure 7c).
They found Ko jiguia = 10.6 X 1075 bar ! and Keff supercrystal = 6.8 X 10~% bar 1.

187



Photonics 2020, 7, 53

liquid:
erystal: a
46 P -jump data

< a(t=05)
.
‘542
z
2
240
g
4
s
T8
(a) AT a(t=129s)

(©)

0 500 1000 1500 2000 2500 3000 3500 4000

p [bar]
Figure 7. (a) TEM picture of an AuNR@PEGMUA2k assembly. (b) SAXS patterns of the
AuNR@PEGMUAZ2k in a RbCl solution of 2 M recorded for a pressure of 1 bar (at top), 4000 bar
(at bottom) with the corresponding scheme of the structural assembly (liquid state and supercrystal

with a two-dimensional (2D) hexagonal superlattice, respectively). (c) Interparticle distance for
AuNR@PEGMUAZ2k versus pressure. The red and blue data correspond to the liquid state and
supercrystal formation, respectively. The black data correspond to the switching from liquid state
to supercrystals. All the figures are reprinted (adapted) with permission from [84], Copyright 2019
American Chemical Society.

To finish this section, the same authors demonstrated that, by changing the shape of gold
nanoparticles, they obtained supercrystals under the form of a different superlattice as a face-centered
cubic lattice with the spherical Au nanoparticles [82], and a 2D hexagonal lattice with the Au
nanorods [84].

2.3. Detection of Molecules and Phase Transitions in High Pressure Environment
In this section, we present studies regarding the detection of molecules and phase transitions in

high pressure environment (see Table 3).

Table 3. Detection of molecules and phase transitions in high pressure environment (RI = Refractive
Index, AuNPs = Gold nanoparticles; MoS; NFs = Molybdenum disulphide nanoflowers).

Samples Detection References
Au spherical nanoparticles  RI of Methanol-ethanol mixture [85]
Au nanorods Phases of water [86]
Au nanorods Phases of water and urea [87]
AuNPs/MoS, NFs Rhodamine 6G [88]

Martin-Sanchez et al. demonstrated the detection of the refractive index of a methanol-ethanol
(4:1) mixture in high pressure environment with gold spherical nanoparticles (AuNPs) of 20-nm
diameter by following their LSPR shift [85]. First, the authors observed the LSPR shift of AuNPs in the
methanol-ethanol (4:1) solution as a function of pressure (see Figure 8a—c). In the hydrostatic regime
(from 0 to 10 GPa), they recorded a redshift of the AuNP LSPR due to a larger compressibility of
solvent when compared to this of gold. In the non-hydrostatic regime (from 10 to 60 GPa), a blueshift
of the AuNP LSPR was observed caused by the plasmon compression, which is more important than
this of solvent in this case.
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Figure 8. (a) Extinction spectra of AuNPs in the methanol-ethanol (4:1) solution at different pressures.

(b) LSPR wavelength versus pressure. The dashed line represents the limit between the hydrostatic
and non-hydrostatic regimes. (c¢) TEM picture of Au spherical nanoparticles with a diameter of 20 nm.
(d) Refractive index of the methanol-ethanol (4:1) solution versus pressure. All of the colored points
correspond to data found in the literature. The gray line corresponds to experimental RI measurements
obtained with the expression (3). All the figures are reprinted (adapted) with permission from [85],
Copyright 2020 American Chemical Society.

Subsequently, they studied the variations of the refractive index (RI) of the methanol-ethanol
(4:1) solution with pressure. The authors described these RI variations with pressure by using the
expression of Murnaghan type:

1/a
n=ngy (% + 1) 3)

where 1 corresponds to the RI of the methanol-ethanol (4:1) solution taken at ambient pressure (P = 0).
« and B correspond to parameters of fit. These parameters were obtained by fitting the expression (1)
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of the LSPR wavelength at the pressure P by employing the expressions (2) and (3) in order to depict
the variations of electron density of gold and dielectric function of solvent, respectively. They obtained
a =19.3 and B = 4.3 in the whole range of pressure (0-60 GPa) by taking Ky = 190 GPa and K, = 6
(see Section 2.1 and references [85,86]). Afterwards, the authors compared their RI values as function of
pressure to the literature [89-93], and these latter were generally in good agreement with this literature
(see Figure 8d). Furthermore, the authors of this same research group investigated the detection of
the refractive index of water in its liquid, ice VI, and ice VII phases by measuring the LSPR shift of
aqueous solutions of Au nanorods at different high pressures [86] (see Figure 9). The dimensions of
Au nanorods were 45.7 nm for the length and 13.4 nm for the width. By using the expressions (1)-(3),
the RI values for each water state were calculated from the LSPR wavelength of Au nanorods. For the
liquid phase (P = 0-1.8 GPa), the authors have taken 1 = 1.33, « = 26, and f = 6. For the ice VI phase
(P =1.5-2.2 GPa), the values of ny, a, and  were equal to 1.40, 34, and 14, respectively. For the ice
VII phase (P = 2.2-9 GPa), these values of 1, «, and f were equal to 1.43, 13.7, and 30, respectively.
For all of the water states, « and p were obtained with the same method as described previously
(with Ko = 190 GPa and K{, = 6), and 1 corresponds to the RI of each water state at ambient pressure.
Subsequently, these RI values of each water state were compared to the literature [92,94-96], and a
good agreement between them was obtained [86].
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Figure 9. (a) TEM picture of Au nanorods employed for experiments (scale bar = 200 nm). (b) LSPR
wavelength versus pressure. The red, pink and green points correspond to experimental values for
the liquid state, ice VI phase, and ice VII phase, respectively. The gray line represents the values
determined with the Mie-Gans model. (c) Refractive index of the water versus pressure. All of the
colored points correspond to data referenced in the literature. The gray line corresponds to experimental
RI measurements obtained with the expression (3), and the dashed gray line corresponds to the values
extrapolated with this model. All of the figures are reprinted (adapted) with permission from [86],
Copyright 2019 American Chemical Society.

In addition, Runowski et al. demonstrated the detection of phase transitions of different media
by measuring the LSPR shift of gold nanorods with pressure [87]. The dimensions of Au nanorods
were 100 nm for the length and 40 nm for the width. Authors have found the phase transition from
liquid water to ice VI for a pressure of 1 GPa due to an abrupt redshift of the LSPR of both longitudinal
and transversal modes of Au nanorods caused by a large jump of the refractive index of water (from
liquid state to ice VI). Subsequently, they observed the transition from ice VI to ice VII at a pressure of
2.2 GPa due to a short blueshift for both plasmonic modes caused by the presence of both ice VI and
ice VII. Then, authors investigated the detection phase transitions of urea [87]. A transition pressure
was observed at 0.5 GPa for the phase from urea I to urea IIl measured by an abrupt redshift in the
LSPR of Au nanorods due to the crystal lattice change from the tetragonal structure (phase I) to the
orthorhombic one (phase III) corresponding to a significant deformation between these phases [97].
A second transition pressure was observed at 2.8 GPa for the transition from urea III to urea IV
characterized by a smaller redshift of the Au nanorod LSPR due to the crystal lattice change from the
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orthorhombic phase III to the orthorhombic phase IV corresponding to a weaker deformation between
these phases [97].

In the work of Sun et al., the authors reported on the surface enhanced Raman scattering (SERS)
enhancement induced by high pressure with semiconducting nanoflowers (MoS, NFs) decorated with
gold nanoparticles (AuNPs) [88]. The diameters of the MoS, NFs and AuNPs were 700 nm and 10 nm,
respectively (see Figure 10a). They used the rhodamine 6G (R6G) molecules as SERS probe in the
experimental measurements. The authors recorded the SERS spectra of R6G molecules on AuNPs/Mo,
NFs at the excitation wavelength of 532 nm for pressures varying from 0 to 8.38 GPa. The highest
enhancement of the SERS signal was recorded for the pressure of 2.39 GPa (see Figure 10b). At this
pressure, the SERS enhancement was due to a better alignment of the energy levels between MoS, NFs,
Au, and R6G molecules. This better alignment was obtained by the reduction of the energy of the band
gap of MoS; NFs, and gap of the highest occupied molecular orbital (HOMO) and lowest unoccupied
molecular orbital (LUMO) levels for R6G molecules, when the applied pressure increased. The Fermi
energy level of gold was kept almost constant when the pressure increased [88]. Thus, at this pressure
of 2.39 GPa, two charge transfers (CTs) have occurred for enhancing the SERS signal (see Figure 10c).
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Figure 10. (a) SEM picture of AuNPs/MoS; NFs (scale bar = 500 nm). (b) SERS spectra of
MoS; / Au/R6G system at different pressures. (c) Charge transfer mechanism for the SERS enhancement
induced pressure. All of the figures are reproduced from [88] with permission from the Royal Society

of Chemistry.

The first CT mechanism was an electron transfer from the HOMO level of R6G to the conduction
band minimum (CBM) of MoS, NFs. Subsequently, the second one was a two-step mechanism:
(i) electron transfer from the HOMO level of R6G to the Fermi energy level of Au and (ii) electron
transfer from the Fermi energy level of Au to CBM of MoS; NFs. In this study, the band gap energy of
MoS; NFs was determined by using the following expression [98]:

Eg = 1.68 — 0.07P + 0.00113P? @)
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where Eg is the band gap energy of MoS, NFs (in eV), and P is the pressure (in GPa). Thus, the Eg
value for MoS, NFs was calculated at the pressure of 2.39 GPa, and this latter was equal to 1.51 eV,
which was weaker than its value at ambient pressure (1.68 eV) proposing that CBM and valence
band maximum (VBM) levels of MoS, NFs became smaller. Furthermore, the SERS mechanism at
ambient pressure was a two-step mechanism: (i) electron transfer from the HOMO level of R6G to
the Fermi energy level of gold enabled by the excitation laser wavelength (532 nm) and (ii) transfer of
hot electrons produced by the plasmon resonance of AuNPs to the CBM of MoS, NFs (see Figure 10c).
Finally, for the pressures superior to 2.39 GPa, the SERS intensity decreased due to the fact that the
HOMO level of R6G molecules has exceeded the Fermi energy level of gold [88].

3. Future Directions

The nanoplasmonics in high pressure environment has generally been studied for gold. It would
be interesting to apply this type of studies to other plasmonic materials that are well-known, such as
silver, copper, palladium, and aluminum [39,40,43] in order to have the influence of the nature of the
plasmonic material on the LSPR shift in high pressure environment. We can extend this investigation
type to other alternative plasmonic materials, such as transition-metal nitride nanoparticles [44],
transparent conductive oxides [46], and iron carbide nanoparticles encapsulated by graphene [99],
which are materials at lower costs having a better temperature stability. Moreover, the domain of the
nanoplasmonics in high pressure environment can be applied to sensing of analytes, pollutants in high
pressure media as the marine medium, for instance. Another future direction of this domain is the
SERS effect induced by high pressure, which represents a novel frontier in the SERS field.

4. Conclusions

In this review, we discussed the emerging topic of the nanoplasmonics in high pressure
environment. First, we spoke about the effect of high pressure on the localized surface plasmon
resonance and the optical density of gold nanoparticles with different shapes and sizes. LSPR shifts
were observed for gold nanoparticles and were dependent on the shape, size, pressure regime
(hydrostatic and non-hydrostatic), and surrounding medium. Subsequently, we presented studies on
the supercrystal formation in a high pressure environment. The supercrystal formation was dependent
on the shape of gold nanoparticles influencing the form of the crystal superlattice. The phenomenon
of the supercrystal formation was reversible and very fast (a few seconds). To finish, we reported on
the detection of phase transitions and refractive index variations for different liquids as water and
urea, by measuring the LSPR shift of gold nanoparticles in these liquids. Moreover, we also reported
on the detection of chemical molecules by using the SERS effect that was induced by high pressure.
In summary, the nanoplasmonics in high pressure environment can be very useful for obtaining
structural information on solvents or studying optical, thermodynamic properties of several liquids
(organic and inorganic) or solids.
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