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Abstract: We propose two approaches—hot-embossing and dielectric-heating nanoimprinting
methods—for low-cost and rapid fabrication of periodic nanostructures. Each nanofabrication
process for the imprinted plastic nanostructures is completed within several seconds without the use
of release agents and epoxy. Low-cost, large-area, and highly sensitive aluminum nanostructures on
A4 size plastic films are fabricated by evaporating aluminum film on hot-embossing nanostructures.
The narrowest bandwidth of the Fano resonance is only 2.7 nm in the visible light region. The
periodic aluminum nanostructure achieves a figure of merit of 150, and an intensity sensitivity of
29,345%/RIU (refractive index unit). The rapid fabrication is also achieved by using radio-frequency
(RF) sensitive plastic films and a commercial RF welding machine. The dielectric-heating, using RF
power, takes advantage of the rapid heating/cooling process and lower electric power consumption.
The fabricated capped aluminum nanoslit array has a 5 nm Fano linewidth and 490.46 nm/RIU
wavelength sensitivity. The biosensing capabilities of the metallic nanostructures are further verified
by measuring antigen—antibody interactions using bovine serum albumin (BSA) and anti-BSA. These
rapid and high-throughput fabrication methods can benefit low-cost, highly sensitive biosensors and
other sensing applications.

Keywords: metallic nanostructures; biosensors; Fano resonance; hot-embossing; radio-frequency
heating; template-stripping

1. Introduction

Surface plasmon resonance (SPR) is a label-free optical technique for real-time detection of
biomolecular interactions and can be utilized for many applications, such as drug development,
disease diagnostics and environmental monitoring [1-4]. Commercial SPR methods use an optical
prism for coupling incident polarized light into surface plasmon polariton (SPP) on a gold thin film.
Different from the prism-coupling method, metallic nanostructures can directly excite SPP using
normal incidence without any prism. The metallic nanostructures have been applied for various kinds
of sensors [5-12]. They possess many benefits, including small detection volume, simple measurement
setup, and ease of multiple detections. To evaluate the biosensing capability of metallic nanostructures
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with intensity interrogation, a figure of merit for biolayer thickness (FOM;) is utilized [13,14]. The FOM;

is defined as S AL/ AN
Fou; — (Sl )) (A1), v

where S, is the bulk wavelength sensitivity (wavelength shift/refractive index change), Al/ is
the intensity sensitivity at a certain wavelength, n, is the bulk solution refractive index, n, is the
adsorbate monolayer refractive index, and I; is the evanescent length of SPP. The biolayer sensitivity
is determined by wavelength sensitivity, evanescent length, and refractive index difference between
the adsorbate monolayer and surrounding environment, and the intensity sensitivity. To improve the
sensing capability of SPR sensors, many methods have been proposed, such as spectral integration
analysis [15-18], thermal-annealing nanoimprint method [19-22], Fano coupling method [23-25],
narrowing resonance bandwidth with oblique angle incidence [26], two-mode coupling between top
and substrate resonances [27], oblique-angle-induced Fano resonances [13], and nearly guided wave
SPR sensors [28]. Among these approaches, the Fano resonance is frequently utilized to increase the
intensity sensitivity in metallic nanostructures. There is spectral overlapping between broadband
resonance and narrowband resonance in the Fano resonance [24]. The broadband spectrum comes
from incident light or cavity resonance in metallic nanostructures. The narrowband resonance is
attributed to the SPR mode or localized SPR mode. Such spectral overlapping results in an asymmetric
sharp resonant profile, and thus increases the intensity sensitivity. Fano resonances have been found in
multiple nanoparticles [5], periodic metallic nanostructures [9,25], and metamaterials [29]. However,
mass production of Fano-resonance structures with low-cost and high-throughput is important for
commercial applications. Conventional nanofabrication techniques use focused ion beam (FIB) to
mill metal films, or electron-beam (EB) lithography to make nanostructures on the EB resist. These
nanofabrication techniques are expensive, and cannot be used for mass production. Many methods
have been proposed to solve the mass production problem, such as optical interference lithography [30],
thermal or UV nanoimprint lithography (NIL) [15,31], nanosphere lithography [32], nanostencil
lithography [33], and the template-stripping method [20,21,34,35]. Typically, the template-stripping
method uses a patterned silicon template which is coated with a gold thin film. Due to the poor
adhesion of gold film to the silicon, the gold film with patterned structures is transferred to the
substrate with an epoxy adhesive. In our previous work [22], we proposed to make gold nanostructures
on plastic substrates by using the thermal-annealing template-stripping method. In contrast to the use
of epoxy adhesive, nanostructures were directly made on a plastic surface using a thermal-annealing
approach, with a temperature higher than the glass-transition temperature (Tg) of the plastic substrate.
The template-stripping method does not require additional photoresist, etching or lift-off processes.
After peeling off from the silicon template, the gold periodic nanostructure achieved ~10 nm SPR
spectral width.

However, the thermal-annealing template-stripping method requires removal of residues on the
template after each imprinting process, which makes it difficult for massive fabrication. Besides, the
method is only suitable for gold nanostructures, due to poor adhesion of gold film to the silicon surface.
In our experience, silver and aluminum nanostructures cannot be well transferred to plastic films.
To solve the problem for massive and rapid fabrication with different metallic nanostructures, we
developed two methods—rapid hot-embossing and dielectric-heating nanoimprinting techniques—for
rapid and low-cost fabrication of nanostructures. Each imprinting process was completed within
several seconds, and no release agent or epoxy was required. We utilized the hot-embossing
nanoimprinting method and thermal evaporation to fabricate low-cost, large-area, and highly sensitive
aluminum nanostructures on A4 size plastic films. The transmission spectrum in a 470 nm-period
capped aluminum nanoslit array showed a Fano resonance with a bandwidth only 2.7 nm. As the
proposed nanostructure has an extremely sharp resonance in the visible light region, it achieves a
figure of merit (FOM) of 150, and an intensity sensitivity of 29,345%/RIU (refractive index unit).
In the dielectric-heating method, we used a radio-frequency (RF) sensitive polymer film, polyethylene
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terephthalate glycol-modified (PETG), combined with a commercial RF-welding machine for the rapid
fabrication of various nanostructures. The capped aluminum nanoslit arrays achieved a linewidth of
5 nm and bulk refractive index sensitivity of 490.6 nm/RIU. In addition, the sensing capabilities of
the aluminum nanostructures were verified by measuring bovine serum albumin (BSA) and anti-BSA
interactions. Such low-cost, rapid, and high-throughput fabrication of highly sensitive SPR sensors
can benefit commercial applications.

2. Materials and Methods

2.1. Rapid Hot-Embossing Nanoimprinting Process for Metallic Nanostructures

Figure 1a shows the fabrication process for the metal mold. The nanostructures were produced
on a polycarbonate (PC) film using a rapid hot-embossing approach. For the fabrication of the mold,
a 100 nm-thick diluted ZEP-520 resist (ZEP-520, Zeon Corp, Tokyo, Japan) was spin-coated onto a
525 um-thick silicon substrate. Periodic nano-grooves of 60 nm width, 100 nm depth, and 470 nm
period, were fabricated in a resist using an EB writing system (ELS-F125, Elionix, Japan). The patterns
were then coated with gold and electroformed with Ni and Co to produce a 250 pm-thick metal mold.
For the rapid hot-embossing method, the Ni-Co mold is important. It has low adhesion to plastic
films, and can stand hitting force during the rapid stamping process. The Ni-Co mold was heated
at a temperature between 170 °C and 190 °C. This temperature is much higher than the Ty of the
PC (135 °C), in order to rapidly heat the surface of the plastic film. The embossing pressure was
140 psi. The nanostructures on the mold were imprinted on a 178 um-thick PC film using a homemade
hot-embossing machine, as shown in Figure 1b. After imprinting the nanostructure onto the plastic film,
the Ni-Co mold was directly separated from the replicated plastic film without cooling the temperature
of the mold. The time needed for a single stamping process was only 5 s. The nanostructures can be
rapidly replicated, and the Ni-Co mold can be used repeatedly. With different heating temperatures
on the Ni-Co mold, the nanostructures with different ridge heightes, from 35 to 75 nm, were made.
After depositing an aluminum film with a thickness of 42 nm on the imprinted plastic substrates,
the capped aluminum nanoslit arrays were produced. Figure 1c show optical images of the replicated
nanostructure arrays on an A4 size PC film, and the capped aluminum nanoslit arrays on an A4 size
PC film, respectively. There are 416 arrays, and the area of each periodic nanostructure is 5 x 5 mm?.
Figure 1d shows the SEM, AFM and cross-sectional images of the capped aluminum nanoslits with
a ridge height of 50 nm. This machine can be used to fabricate arrays of metallic nanostructures for
high-throughput detections.



Sensors 2017, 17, 1548 40f 13

(a )Spin coating E-beam lithography  Electroforming Remove resist

Demolding

13. "" 1‘, é_::-é]:§:-‘7:7:--7 Replicating

Metal deposition

|

H
saiis
snamst
50} |
40—
E 301~
£l
Nl
L [
10—
300 nm ofi } i i i
— 0 0.3 1 L5 2
X (um)

Figure 1. (a) The fabrication process for Ni-Co mold; (b) the homemade hot-embossing machine for
rapidly generating arrays of nanostructures on an A4 size plastic film; (c) the optical image of the
replicated nanostructure (left) and capped aluminum nanoslit arrays (right) on an A4 size polycarbonate
film. There are 416 arrays and the area of each periodic nanostructure is 5 x 5 mm?; (d) the SEM (left),
AFM (middle), and cross-sectional profile (right) of the capped aluminum nanoslits.

2.2. RF-Heating Nanoprinting Process for Metallic Nanostructures

Figure 2a shows the fabrication process for fabricating nanostructures using the dielectric-heating
nanoimprinting method, which consists of three steps: dielectric-heating, molding/demolding
and sputtering of a metallic thin film. Dielectric-heating is an electronic heating process using a
high-frequency alternating electric field to heat a dielectric material. In our method, we used a
commercial RF welding machine (HG-501S, Hexagon Electric Industrial Co., Taiwan) operated at
27.12 MHz. The RF-heating system is shown in Figure 2b. At this RF frequency, the molecular dipole
rotation within certain polymers will cause very rapid heating. The widely used polymers for RE
heating include PVC (polyvinylchloride), polyamides (PA), nylon, PETG and some ABS (acrylonitrile
butadiene styrene) plastics. In our experiment, we used PETG (Tg ~80 °C) as the RF-sensitive polymer.
Compared to thermal heating, RF heating requires a moderate amount of energy. The fabrication
parameters are RF power, RF-active time, and pressure. To reduce the heating time, the mold was
preheated to a temperature below the Ty of the polymer. The preheating temperature was set at
approximately 60 °C, and the heating power was 3.5 kW. The polymer film reached a temperature
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higher than the Tg. Applying pressure on the mold embossed the nanopatterns onto the softened
polymer film for several seconds. The temperature of RF-sensitive polymers was monitored using an
infrared thermometer. It increased approximately 30 °C within 9 s. This indicates that RF can induce
molecular vibrations, and generate heat in RF-sensitive polymers in a short time. The temperature
in the RF-sensitive polymer rapidly decreased when the RF power was turned off. The mold and
the polymer substrate can be easily separated soon after dielectric-heating. The nanostructures can
be rapidly replicated, and the mold can be used repeatedly. After evaporating a metallic film with
a thickness of 50 nm on the imprinted polymer substrates, the capped metallic nanoslit arrays were
produced. Figure 2c shows the optical, AFM and cross-sectional images of the capped aluminum
nanoslits with a ridge height of 30 nm.
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Figure 2. (a) The fabrication process for the capped metallic nanoslits using the RF-heating
nanoimprinting method and metal coating; (b) setup of the radio-frequency (RF)-heating method. The
commercial RF machine is shown in the inset; (c) the optical (left), AFM (middle), and cross-sectional
profile (right) of the capped aluminum nanoslits. The RF power: 2.17 KW, RF time: 9 s, pressure:
106 psi.

2.3. Transmission Spectrum Measurement of Metallic Nanostructures

A white light source (60 W lamp) was coupled to a fiber cable, with the output mounted with
a fiber lens for collimating incident light. The incident light passed through a linear polarizer to
form a transverse-magnetic (TM) polarized light, and was focused on the metallic nanostructures.
The transmission light from the metallic nanostructures was collected by another fiber lens and
focused on a fiber cable. The transmission spectra were measured using a fiber coupled spectrometer
(BWTEK, BTC112E).
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2.4. Refractive Index Sensitivity Tests and Biosensing Experiments

The bulk wavelength sensitivity (S,) of metallic nanostructures was examined using media with
different refractive indexes. The media were prepared using water mixed with various fractions of
glycerin. The refractive index of the media ranged from 1.333 to 1.355. The sensitivity was determined
from the change of resonant wavelength with refractive index change. The biosensing experiments
were tested by using bovine serum albumin (BSA; Sigma-Aldrich) and anti-BSA (Sigma-Aldrich) in a
deionized (DI) water buffer. To immobilize BSA on the nanostructure surface, the SPR chips were first
exposed to a 10% aminopropyltriethoxysilane (APTES) solution for 30 min, and baked at 120 °C for
one hour. This process will form amino groups on the chip surface. After surface modification, 100 pL
solution of 1 mg/mL BSA was put onto the chip. After one hour of incubation, the chip was washed
with DI water in order to remove unbound BSA molecules. The SPR chip was then dried by blowing
with nitrogen gas. For the antigen—antibody interactions, 100 pL solution of anti-BSA was put on the
structure surface for one hour. The chip was then washed with DI water, and blown dry by nitrogen
gas. These processes were subsequently repeated for different concentrations of anti-BSA solutions
from 100 pg/mL to 1 mg/mL. The transmission spectrum measurements were conducted before and
after BSA and anti-BSA interactions.

3. Results

3.1. Optical Properties of Metallic Nanostructures Fabricated by Rapid Nanoimprinting Method

Figure 3a shows the geometrical parameters of capped aluminum nanoslits and the polarization
direction of incident light. Figure 3b shows the measured transmission spectra in air and water for
normally incident TM-polarized light. The parameters for capped aluminum nanoslits were H = 35 nm,
T =42 nm, W = 60 nm, and P = 470 nm. The sample was made using the rapid hot-embossing method.
A clear Fano resonance was found in the spectrum. The Fano resonance comes from the couplings
between cavity resonance within metallic nanoslits, and SPR modes on the periodic metallic surface
(the aluminum/medium and aluminum/substrate interfaces). The gap plasmons within the nanoslits
had a broadband transmission due to the Fabry—Perot effect [36],

Zneffk(]h + ¢1 + ¢ = 2m, 2)

where / is the height of the periodic ridge, ko is the free space wavelength vector (271/)g), neg is the
equivalent refractive index in the slit, and ¢ and ¢, are the phase shifts at the top and bottom interfaces.
The cavity resonance wavelength can be estimated by the slit width and height. The measured cavity
resonance wavelength in water was 515 nm. The SPR mode comes from the Bloch wave SPP on a
periodic metallic surface. It occurs when the Bragg wave condition is satisfied. The Bragg condition
for one-dimensional arrays can be described by [1]

) 1/2

) 1b (©)
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. P
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m

where i is the resonance order, P is the period of the nanostructure, ¢, is the relative permittivity of
the metal, and 7 is the environmental refractive index. The measured resonance wavelengths of Fano
resonances at the air/aluminum and substrate/aluminum interfaces were 477 and 755 nm, respectively.
Such resonances can be fitted by the Fano resonance equation (Breit-Wigner—Fano line shape),

_ 2
Ty(1+ 220¢) )
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1+ (54)

w
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where T,, A¢, T, and w are the slowly varying transmittance, resonance wavelength, contribution
of broadband light that couples with the narrowband resonance, and linewidth of the resonance,
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respectively. g is the Breit-Wigner—-Fano parameter which describes the coupling strength. According
to the fitting equation, the Fano resonance at the air/aluminum interface, the linewidth (w) and Fano
factor (g) was 2.7 nm and —1.13 as seen in Figure 3c. To the best of our knowledge, it is the narrowest
bandwidth observed in aluminum nanostructures. When the array was covered with water, the Fano
resonance at the air/aluminum interface was redshifted to 635 nm wavelength, and the resonance at
the substrate /aluminum interface remained unchanged. It was noted that a similar resonance profile
is reported in periodic metallic nanoslit array systems [37]. The interaction between cavity modes and
surface modes leads to the formation of a plasmonic band gap, with suppressed transmission inside
the gap, and enhanced transmission at the other band edge. However, the capped nanoslits had a
sharper Fano resonance due to a higher reflection at the top interface, and efficient coupling between
the cavity and SPR mode [12].
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Figure 3. (a) The structure parameters of the capped aluminum nanoslits and the direction of the
polarized incident light; (b) measured transmission spectra of the periodic capped aluminum nanoslits
made by rapid hot-embossing method; (c) the Breit-Wigner-Fano fitting of the Fano resonance;
(d) the transmission spectra of the capped aluminum nanoslits with various water/glycerin mixtures;
(e) the peak wavelength shift against the refractive index of the medium for the nanostructure.
The wavelength sensitivity was 467 nm/RIU; (f) the normalized intensity change against the refractive
index. The intensity sensitivity was 29,345% /RIU. The inset shows the intensity noise as a function
of time.
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3.2. Wavelength Sensitivity and Intensity Sensitivity of the Capped Metallic Nanoslits

To determine the sensitivities of the capped aluminum nanoslits, we measured the Fano spectra
under different surface refractive index conditions. The refractive index was controlled by injecting
purified water mixed with various ratios of glycerin onto the sample surface. The nanostructure had a
period of 470 nm. Figure 3d shows the transmission spectra of the capped aluminum nanoslits with
various water/glycerin mixtures for normally-incident TM-polarized light. The nanostructure was
fabricated using the rapid hot-embossing method. The structure parameters were H =35nm, T = 42 nm,
W =60 nm, and P = 470 nm. There were sharp Fano resonances in the spectra. When surface refractive
index increased, the Fano resonance was red-shifted. Figure 3e shows the Fano resonant wavelength
as a function of surface refractive index. The slope of the fitting curve shows that the wavelength
sensitivity was 467 nm/RIU for the resonance peak. The sensitivity is close to the theoretical sensitivity
in Equation (3), which indicates that the S, is close to the period of the nanostructures. The wavelength
sensitivity is comparable with most metallic nanostructure-based sensors using SPR or localized
surface plasmon resonance (LSPR). It is noted that the Fano resonance had a very sharp resonant
slope, therefore the intensity sensitivity (intensity change at a fixed wavelength under refractive index
change) will be much higher than conventional SPR sensors. Figure 3f shows the normalized intensity
change against the refractive index. The slope of the fitting curve shows that the intensity sensitivity
was 29,345% /RIU. This measured intensity sensitivity is much higher than the reported intensity
sensitivities of gold nanoslit, nanohole or nanogrid arrays: ~1000% /RIU-10,000%/RIU [18,22,38],
and prism-based SPR sensors: ~15,000%/RIU [2]. In our measurement, using a simple while-light
source and a cheap USB-based mini-spectrometer, the intensity noise was 0.7%. The refractive index
resolution reached 2.38 x 10> RIU. The light source and spectrometer can be further improved to
have a lower noise, 0.2%. The capped aluminum nanoslits can achieve a resolution of 6.8 x 107¢ RIU,
which is comparable with commercial prism-based SPR machines using a complicated high-resolution
angular detection method. To compare the sensitivity with previous works, we calculated the figure
of merit (FOM = S, /bandwidth) which is proportional to the intensity sensitivity. The measured
bandwidth of the Fano resonant peak was 3.1 nm, and the wavelength sensitivity was 467 nm/RIU.
Thus, the FOM value was 150 in the visible light region. The obtained FOM is higher than that of the
previously reported FOMs in nanostructure-based aluminum sensors [31,39-42]. It was noted that the
current geometric parameter is not the most sensitive structure. In our previous work, we have studied
the effect of geometric parameters of the capped aluminum nanoslits on the surface sensitivity. For
biolayer detections, the maximum surface sensitivity occurred at the dip of asymmetric Fano profile.
The optimal Fano factor was close to —1.3 [43].

Figure 4a shows the transmission spectra under different refractive index media for a
normally-incident TM-polarized light. The nanostructures were made using the dielectric-heating
method on a PETG film. The structure was a capped aluminum nanoslit array with a period of 500 nm.
When surface refractive index increased, the Fano resonance was red-shifted. Figure 4b shows the
Breit-Wigner-Fano fitting result. According to the fitting equation, for the Fano resonance at the
air/aluminum interface, the linewidth (w) and Fano factor () were 5 nm and —1.84, respectively.
The width was a little higher compared to the rapid hot-embossing method. Figure 4c shows
the resonant wavelength as a function of surface refractive index. The slope of the fitting curve
shows that the wavelength sensitivity was 490.46 nm/RIU for the resonance peak, which was
similar to the performance of nanostructures made by the hot-embossing method. According to
the wavelength sensitivity and linewidth, the FOM value was 98.1 in the visible light region. It
is noted that both hot-embossing and dielectric-heating methods take less than 10 s for making
nanostructures. The Ni-Co mold of the hot-embossing method needs to be kept at above 150 °C,
while the dielectric-heating method is only active during the imprinting period. The dielectric-heating
consumes less electric power than the hot-embossing method. However, the hot-embossing method
uses a higher temperature and pressure during the imprinting process, resulting in a deeper
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nanostructure. Therefore, the BW-SPP resonance is stronger and the FOM is better than that of
the dielectric-heating method.
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Figure 4. (a) The transmission spectra of the capped aluminum nanoslits with various water/glycerin
mixtures. The sample was made by using dielectric-heating method; (b) the Breit-Wigner—Fano fitting
of the Fano resonance; (c) the peak wavelength shift against the refractive index of medium for the
nanostructure. The wavelength sensitivity was 490.46 nm/RIU.

3.3. Bio-Interaction Measurements Using Fano Resonances in Capped Aluminum Nanoslits

The capped aluminum nanoslit array using the hot-embossing method was applied to study the
antigen and antibody interactions, for measuring the limit of detection (LOD) of biosamples. Both
wavelength and intensity interrogation methods were compared. Figure 5a shows the measured
transmission spectra in 1 mg/mL BSA and different concentrations of anti-BSA solutions, from
100 pg/mL to 1 mg/mL, for normally incident TM-polarized light. The Fano resonances were
red-shifted as the concentration increased and the transmitted intensity changed. We analyzed the
spectra and set the transmission spectra of the BSA solution as references. Obviously, the detectable
concentration with wavelength interrogation was 1 ug/mL, which was limited by the wavelength
resolution (0.4 nm) of the spectrometer. Figure 5b shows the spectral intensity changes caused by
different concentrations of anti-BSA solutions. Obviously, even for a concentration of 100 pg/mL,
the intensity had a small change at a wavelength of 481 nm as shown in the inset of Figure 5b. Since
the change is negative below the resonance wavelength and positive above the resonance wavelength,
we used the intensity difference (Iyf) above and below the resonance wavelength to evaluate the
intensity sensitivity. In the calculations, ;¢ is defined as the difference between the intensity changes
at 481.64 nm and 473.2 nm. Figure 5c shows the intensity difference, Ii = AI/I (A = 481.64 nm)-AI/1
(A = 473.20 nm), as a function of the anti-BSA concentration. The intensity changes at these two
wavelengths increased and decreased, with the increase of the anti-BSA concentration, respectively.
Therefore, the intensity difference, 1;¢r, can reduce disturbances such as light source fluctuation.
The intensity difference increased, and then gradually became saturated as the concentration increased.
The responses were 3, 5, 7.8, 11.8, 45.1, 236.3, and 292.0% for 0.0001, 0.001, 0.01, 1, 10, 100, and
1000 ug/mL, respectively. There was a linear correlation between the response and the logarithm of the
concentration when the concentration was less than 1 ug/mL, as shown in Figure 5d. The calibration
curve was described by y = 2.22241(log1o(x)) + 11.78524, R? = 0.99893. In addition, the measured
intensity noise, extracted from the inset in Figure 5d, was 0.39% (one standard deviation of the
response). Based on the calibration curve and measurement system noise (1.17%, 3 standard deviations
of the response), the LOD of the surface concentration (detectable concentration) of anti-BSA can be
obtained by a linear regression equation. This yields a theoretical detection limit of 16.7 pg/mL.
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Figure 5. (a) The measured transmission spectra in 1 mg/mL bovine serum albumin (BSA) and different
concentrations of anti-BSA solutions from 100 pg/mL to 1 mg/mL; (b) the spectral intensity changes
caused by different concentrations of anti-BSA solutions. The transmission spectrum of the BSA solution
was set as a reference; (c) the enlarged spectral intensity changes caused by different concentrations of
anti-BSA solutions; (d) the intensity change difference (Igif = AI/T) = 481,64 —AL/I) = 47320) as a function
of the concentration of anti-BSA; (e) the intensity change as a function of the logarithm of the logarithm
of the concentration of the anti-BSA solution; (f) the intensity change (I, - 481 —I) = 473) as a function
of time.

4. Conclusions

We proposed two approaches—rapid hot-embossing and dielectric-heating nanoimprinting—for
low-cost, rapid and high-throughput fabrication of nanostructures for SPR-based biosensors. Each
imprinting process was completed within several seconds, and release agents were not utilized.
The low-cost, large-area, and highly sensitive aluminum nanostructures on A4 size plastic films
were fabricated by utilizing the rapid hot-embossing method combined with evaporation of metallic
film. The narrowest bandwidth of the Fano resonance was only 2.7 nm in the visible light region.
The nanostructure reaches a figure of merit of 150 and an intensity sensitivity up to 29,345%/RIU.
Besides, the protein—protein interaction experiments verified the high sensitivity of the structures, and
a theoretical detection limit of 16.7 pg/mL anti-BSA can be achieved. It is worthwhile to compare both
techniques with conventional nano-imprinting lithography (NIL). Figure 6 shows this comparison.
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As compared to thermal NIL, it often takes several minutes to complete the imprinting process.
The UV-NIL method can make nanostructures within a short time. However, it needs UV curable
resins coated onto a substrate, and UV-transparent patterned templates. Besides, release agents for
demolding are frequently required for UV-NIL and thermal NIL methods. In our methods, the rapid
hot-embossing method only heats the metal mold, and RF power primarily heats the RF-sensitive
plastics. Both methods take advantage of the quick surface heating and cooling. No release agents
for demolding are required. In addition, a thick plastic film can be placed below the substrate and
acts as a pressure buffer layer. With this buffer layer, the embossing pressure is uniformly distributed
on the sample surface. It benefits the fabrication of uniform and large-area nanostructures. As the
nanostructures were fabricated on the plastic film, it can be directly integrated to the microfluidic
devices made on the plastic film using hot-embossing nanoimprint lithography [44]. The sample
treatment and plasmonic multiplexed detection can be conducted on a chip. These low-cost and
high-throughput fabrication techniques can benefit biosensing and other applications.

Rapid hot- RF heating- Thermal NIL UV NIL

embossing NIL assisted NIL Heating UV light
Heating

e [ LSy | g
Plastic film , Substrate

Required

; < 10 sec < 10 sec 10-15 min < 10 sec
time
Mold Metal Metal Sior Metal  UV-transparent
e RF sensitive Any kinds Any kinds
Substrate Fatclins plastic films of substrates  of substrates
: UV sensitive
Coating No No Polymers polymers
Release
agents No No Yes Yes

Figure 6. Comparison of various nanoimprinting methods.
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