www.nature.com/scientificreports

scientific reports

W) Check for updates

Using the near field optical
trapping effect of a dielectric
metasurface to improve SERS
enhancement for virus detection

Cameron F. Kenworthy?, L. Pjotr Stoevelaar'3, Andrew J. Alexander? & Giampiero Gerini®3*

In this paper, we report the effect of optical trapping on the enhancement factor for Raman
spectroscopy, using a dielectric metasurface. It was found that a higher enhancement factor (up to
275%) can be obtained in a substrate immersed in water, where particles are freee to move, compared
to a dried substrate, where the particles (radius r = 9 nm, refractive index n = 1.58) are fixed on the
surface. The highest enhancement is obtained at low concentrations because, this case, the particles
are trapped preferentially in the regions of highest electric field (hotspots). For high concentrations,
it was observed that the hotspots become saturated with particles and that additional particles

are forced to occupy regions of lower field. The dielectric metasurface offers low optical absorption
compared to conventional gold substrates. This aspect can be important for temperature-sensitive
applications. The method shows potential for applications in crystal nucleation, where high solute
supersaturation can be achieved near the high-field regions of the metasurface. The high sensitivity
for SERS (surface-enhanced Raman spectroscopy) at low analyte concentrations makes the proposed
method highly promising for detection of small biological particles, such as proteins or viruses.

Raman spectroscopy is an effective technique for reliable label-free molecular detection and identification. This
is useful for a wide range of applications including medical diagnostics, forensics and defense. The ability to
detect and identify molecules from small samples can be used to quickly and accurately pinpoint the signatures
of infectious agents, which could be valuable for hard-to-detect species, such as viruses. Other sensing applica-
tions include identifying pigments, trace elements of explosives or narcotics, and toxic agents or environmental
pollutants.

In traditional Raman spectroscopy, incident radiation is inelastically scattered, and provides the vibrational
spectrum of an analyte; however, this is a very weak phenomenon with only 1 in 10® — 10'° photons exciting
vibrational modes'. Surface-enhanced Raman spectroscopy (SERS) is used to boost the scattered signal power,
by increasing the electric-field intensity local to the analyte. SERS can be achieved using a nano-structured
substrate, such as a metasurface, to produce regions of high electric field (hotspots)®. For analyte molecules in
these field hotspots, the SERS signal can be increased by an enhancement factor of up to 108, The hotspots are,
however, highly localized to specific regions of the substrate; only a small proportion of the analyte experiences
the high field, leading to ~ 2% of the analyte producing ~ 98% of the SERS signal®.

In the majority of cases, metasurface substrates are plasmonic in nature, making use of localized surface-
plasmon resonances (LSPRs) to provide the field enhancement near the surface. These oscillations in electron
density can be induced by incident radiation coupling with the free electrons in a metallic substrate®. The incident
radiation is absorbed by free electrons close to the metal surface, providing the additional kinetic energy for the
LSPRs. This can lead to not only loss of signal power, but Joule heating of the metal and its local environment,
which has the potential to perturb or even damage both the substrate and analyte’.

As proposed by Caldarola et al., dielectric metasurfaces have the potential to produce SERS enhancement
equivalent to that of plasmonic substrates’. By comparison to conventional noble-metal nanostructures, one clear
advantage of the dimer metasurface is the reduced heating due to optical absorption. The concept of a dielectric
metasurface was developed further, by Cernigoj et al., who designed an array of silicon nanopillar dimers (i.e.,
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Figure 1. (a) Top view of a unit cell of the infinite array employed in numerical simulations. The unit cell (556
x 556 nm) incorporates a dimer consisting of two crystalline silicon pillars separated by a 20 nm gap. The two
pillars are symmetrically displaced with respect to the center of the unit cell. (b) Side view of a unit cell. The
substrate consists of a 10 nm thick fused quartz spacer above a 100 nm thick gold mirror. The array is immersed
in water'.

pairs of pillars) above a gold mirror, which was shown to provide a large SERS enhancement factor when the
dimensions were optimized®. The coupling of Mie resonances induced between two cylindrical nanopillars
produces a region of increased field intensity in the gap between the pillars.

This dimer field enhancement (DFE) resonance provides a field enhancement for a range of incident frequen-
cies, and is tuneable by adjusting the dimer dimensions®. This allows the enhancement to be tuned to the range
of emission frequencies of the Raman scattered radiation. Coupling also occurs between the dimers in the array,
producing a sharp, narrowband, array field enhancement (AFE). This can be adjusted by changing the period of
the array, and can be tuned to the wavelength of the incident light source for maximum enhancement®. The AFE
and DFE being largely uncoupled geometrically allows for the resonances to be tuned independently to provide
maximum enhancement for a particular analyte species.

The SERS enhancement factor (EF) calculated by Cernigoj et al. assumes a uniform distribution of analyte
particles immobilized over a dry surface (e.g., in air); therefore only a small percentage of particles by chance
fall within the enhanced field regions. If a larger number of the analyte particles were present in the highest
field regions, the EF would be greatly increased. The aim of the present work is to investigate optical trapping to
localize analyte particles in high-field regions of nanopillar dimers in a metasurface array.

Nanoantenna structures have been used in fluid to produce the electric field gradients necessary for dielec-
trophoresis of nanoscale particles®. For particles with refractive index greater than the surrounding fluid, the
field gradient provides a force in the direction of increasing field intensity, driving the particles to the highest
field regions. Performing the SERS measurement in fluid allows the analyte particles to explore the liquid volume
above the metasurface. This is unlike taking the measurement in air, where the particles would only be fixed on
the substrate surface: therefore, a modification to the computation of the EF is required. The modified expression
for calculating EF in a volume is given in the Methods section.

As we shall discuss below, a novel application of field-enhanced trapping is to induce crystal nucleation, as
demonstrated by Masuhara, Sugiyama and co-workers'®'%. A significant application where our proposed SERS
enhancement method could be particularly important, is in the detection and identification of biological mac-
romolecules, proteins, viruses, or virus fragments'>!*.

Results
In this section, we present a dielectric nanopillar dimer array for optimized performance in water. For details of
the simulation and optimization procedures, see the Methods section. The substrate consists of a 100 nm thick
gold mirror, coated with 10 nm of fused quartz (SiO;), above which the array of silicon dimers is located. The
low refractive index dielectric layer is used to reduce the excitation of surface plasmon polaritons at the interface
with the gold layer due to scattering of the dimers. A square unit cell of 556 x 556 nm is used, with two silicon
nanopillars spaced by 20 nm, as shown in Fig. 1. The pillars height is 333 nm and the diameter 139 nm.

The scattered electric field distribution produced by the metasurface is shown in Fig. 2. The metasurface was
illuminated with a normally incident plane wave polarized along the x-axis, as indicated in the figure. The con-
figuration shown in Fig. 2 provides the required sharp electric field resonance at the SERS excitation wavelength
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Figure 2. Scattered field magnitude when a plane wave is incident from above polarized parallel to the

axis through the centre of both cylindrical nanoparticles with wavelength (a) 785 nm, the SERS excitation
wavelength and (b) 850 nm, the center of the SERS emission band'®. The spatial locations of enhanced field are
almost identical to the case in air®, but we find that the magnitudes of enhancement are reduced, as shown in
Fig. 3.
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Figure 3. (a) Maximum local field enhancement within the unit cell of the crystalline silicon dimer metasurface
in water and air, with plane wave incident light polarized along the axis through the centre of both cylindrical
nanoparticles. Sweeping incident wavelengths from 750 to 950 nm, shows a narrow peak at 785 nm due to the
lattice resonance, the array field enhancement (AFE) and a broad peak at 862 nm due to the dimer resonance,
the dimer field enhancement (DFE). (b) Enhancement factor using a excitation wavelength of 785 nm, averaged
over the unit cell fluid volume for the SERS substrate in water and averaged over the surface of the SERS
substrate in air, for Raman shift values between 400 and 1800 cm™".
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(785 nm), and broad resonance around 850 nm in the SERS emission wavelength region. The maximum field
enhancement occurs in the hotspot between the nanodimers: the results for the array immersed in water is shown
in Fig. 3a, compared to the maximum field enhancement by the metasurface of Cernigoj et al. in air.

The results presented in Fig. 3a show that the maximum field enhancement possible in air is more than
50% larger, for the majority of the wavelength range of interest, than what is achievable in water. The difference
between the refractive indices of crystalline silicon and air is larger than the difference between the refractive
indices of silicon and water. Therefore, stronger resonances between dimers are achieved in air. This is, however,
not the only factor that contributes to the magnitude of the EF. Assuming a uniform distribution of analyte
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Figure 4. Top view of a single unit cell illustrating the trapping effect of the local field enhancement. The color
scale indicates the electric field magnitude. The blue dots represent the initial particle positions in a regular
array. The red dots represent the particle positions after (a) 1 ms, and (b) 10 ms, under influence of the external
field. Dots with a slightly darker color indicates that they are behind the plane where the field magnitude is
shown. The external field was produced by a plane wave incident from above with wavelength 785 nm and
power 50 mW pm™2, polarized along the axis through the centers of both nanoantennas (x-axis). The number
of particles in initial positions appears lower due to their vertical alignment (along z) in the array®. The
distributions of particles distance from the hotspot are shown in the Supporting Information.

particles within the unit volume, the EF was calculated and is presented as a function of Raman shift in Fig. 3b,
in comparison to the EF for molecules immobilized at the air-array interface achieved by Cernigoj et al.®.

When analyte particles are suspended in fluid, they can move freely within the volume. Taking into account
the gradient force, the distribution of particles is no longer uniform, with a higher density of particles in the
high-field regions than the low-field regions. To model this distribution, an algorithm was developed to track
the position of particles under the influence of the electric field distribution. Details of this modeling tool,
including relevant equations, are given in Methods. Taking into account random thermal noise (i.e., Brownian
motion), gravity, and Stokes drag, the modeling tool can predict the effect of the localized field enhancement
produced by the dimer metasurface. The resulting distribution can be used to calculate the effect of the optical
confinement on the EF of the SERS substrate. By releasing a regular array of particles within the unit cell and
tracking their position over time, under the influence of the external forces, the individual EF for each particle
can be calculated, in its initial position and at the position after a certain amount of time has passed. By using
a large number, and summing over all particles, the total volumetric EF of the system can be estimated using
Eq. 12 given in the Methods.

For example, picornaviruses are non-enveloped RNA viruses, with radius approximately 11-15 nm that
include enteroviruses such as polio and rhinovirus'’. The size and refractive index of the poliovirus (r ~ 15
nm, n = 1.61 & 0.06)'® are close to the size and refractive index of polystyrene particles (r = 9 nm, n = 1.58)
employed in the present simulations. Therefore, 972 polystyrene nanospheres were released within the unit cell, in
aregular 9 x 9 x 12 array, and the positions tracked over time. Figure 4 shows the initial positions (blue dots), and
the positions after 1 and 10 ms (red dots), respectively, under the influence of a 50 mW pm~2 incident plane wave.

Figure 5 shows the calculated initial and final EF (after 1 ms and 10 ms) with incident plane-wave powers of
20, 50, and 100 mWpm™2, respectively. The integrated surface EF in air (cf. Fig. 3b) is shown for comparison.

The model used assumes a static electric field and does not take into account the effect of the particles on the
field over time. One potential issue with this model is that, if the gap between the dimers is filled with a large
number of particles, the field enhancement could be reduced. This effect was investigated by placing a polystyrene
ellipsoid, with a volume equivalent to that of approximately 6 particles, at the highest field region for the laser
excitation wavelength (785 nm), as shown in Fig. 6. Since the optical trapping is induced by the laser source,
the particles are expected to localise around the hotspot at the laser wavelength. The resulting maximum field
enhancement is shown in Fig. 6b (top). A small shift of +0.7 nm in the lattice resonance (AFE) peak wavelength
is observed. Away from this resonance (785 nm), the position of the high field spots is different in the structure,
as illustrated in Fig. 2b. Therefore, presence of particles near top of the dimer due to the laser source, do not
impact the field distribution of maximum field enhancement. The shift in resonance leads to the EF being almost
an order of magnitude lower when a 20 mW pm™2, 785 nm source is used, as shown in Fig. 6b (bottom).
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Figure 5. Calculated enhancement factors after 1 ms (dashed lines) and 10 ms (solid lines) of an incident
plane wave (wavelength 785 nm) with intensity 20, 50 and 100 mW pum~2, respectively. The integrated surface
enhancement factor in air (cf. Fig. 3b) (solid red line) is shown for comparison.
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Figure 6. (a) Scattered electric field magnitude (incident wavelength 785 nm) showing a polystyrene ellipsoid
(black) at the point of highest field magnitude'®. The ellipsoid was chosen to simulate the presence of a few
particles trapped within the dimer. In (b) the effect of including the polystyrene ellipsoid is shown: (top)

the resulting maximum local field enhancement within the unit cell of the metasurface; (bottom) the SERS

enhancement factor (source: 20 mW pm2, 785 nm).

Discussion

Particle overlap. The tracking algorithm we have used tracks the centers of particles, and therefore allows
for particles to overlap in space. For infinitely hard particles, this would of course produce nonphysical results.
However, the method allows us to examine cases where particles can be considered soft, e.g., biological macro-

molecules; or are able to aggregate or merge, e.g., nanodroplets of solute as precursors for crystal nucleation

20,21

To quantify the overlap, the percentage of particles that were separated by less than one diameter from the near-
est neighbor was calculated. By taking random draws of a fixed number of particles from the spatial distribution
after trapping, the percentage overlap for different concentrations was estimated, as shown in Table 1.

For a trapping period of 10 ms the overlap percentages are above 37%, indicating that particles will tend to
aggregate. For a trapping time of 1 ms, the percentage overlap is noticeably lower for equivalent concentration
and input power. This difference in overlap is consistent with the observation that laser-trapping crystallization
requires longer trapping times'®'2. For a trapping time of 1 ms it can be seen (Table 1) that the percentage overlap
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Input power mW pm= | Concentration uM | % overlap after 1 ms | % overlap after 10 ms
23 21 55
20 0.23 11 51
0.024 4.7 48
2.3 44 80
50 0.23 33 74
0.024 9.5 37
2.3 49 88
100 0.23 38 86
0.024 13 54

Table 1. The percentage of overlapping particles after optical trapping.

is strongly dependent on concentration. For an input power of 20 mW pm™2 the percentage overlap doubles as
the concentration increases by an order of magnitude.

For hard spheres, the high percentages of overlap shown in Table 1 indicate that the EFs shown in Fig. 3b are
likely to be overestimated. In the extreme case of low concentration, when less than one particle per unit cell is
present (2.4 nM), all the EFs shown in Fig. 3b will be accurate.

Comparing the overlap after 1 ms at 0.024 pM and 100 mW pm~2 (13%) with overlap at 0.23 pM at 20
mW pm~—2 (11%), we might expect the EF for the lower power to be more accurate. However, close examina-
tion of the random draws at low concentration, but high power, shows that ~ 50% of the draws are without any
overlap, i.e., most of the overlap occurs in a very selective region. Therefore in half of the illuminated unit cell,
the EF of Fig. 3b is correct. For concentrations up to 0.024 pM and a trapping time of 1 ms, we estimate a lower
bound for the EF of 10%.

Verifying absence of trapping away from dimer surface. Since optical trapping could occur at any
position where the field gradient is high, we tested whether trapping occurred at a location in the liquid far from
the substrate. As a first approximation, far from the substrate, we assume that the substrate acts as gold mirror.
If we also assume that both the mirror and liquid are lossless, the standard solution of a standing wave above a
perfect electric conductor (PEC) is obtained:

E(z) = 2sin(k,¢z)Ein, (1

where k¢ is the wavenumber in the fluid, and Ejj, is the intensity of the incident plane wave electric field. From
this, it can be seen that the maximum field enhancement, which can be obtained away from the substrate, is 2
and therefore much lower than the maximum field enhancement near the nanopillar dimers. Any trapping of
particles, away from the substrate, would thus greatly reduce the EF. The maximum field-gradient magnitude
V|E|2, for this solution is given by:

VIE|2 .. = 4k ¢E%. ()

Using Eq. 2, the optical force on a particle far from the substrate under 100 mW pm™ illumination is 11.7 fN.
The random thermal force vector (Fr) on the particle is described by a stationary stochastic process with a mean
and auto-correlation function:

E(Fr(t)) =0, (3)

E(Fr()Fr(t')) =2Ds(t —t'). (4)

Here D = 61 nrpkBT, where 7 is viscosity, rp is the particle radius, kg is the Boltzmann constant, and T is

temperature. Note that D is not identical to the diffusion coefficient of the Stokes-Einstein equation, since it is
no longer related to the diffusion directly, but to the force that causes the diffusion. From these properties, it can
be found that the expected magnitude of the force vector is given by:

VEFr()Fr(t)) = \/12nnrpkpT. (5)

In the present case, for particles (r, = 9nm) suspended in water ( = 0.890 cP) at room temperature
(T =298 K), a force of 35.0 N is obtained. Since the thermal force is approximately 3 times larger than the
maximum optical force at a position far from the substrate, no trapping will occur there. Therefore, no additional
correction on EF is required.

Effect of input power on optical trapping and EF.  For conventional optical trapping methods in bulk
liquid, higher power generally should increase the number density of trapped particles. But is higher power bet-
ter for our system? Here we discuss unexpected effects of optical power on trapping efficiency due to the shape
of the surface.
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Once the conditions, under which the obtained EF are valid, have been determined, a closer look can be taken
at the effect of the input power on the system. As noted in the Results section, the EF for SERS in water is lower
than in air due to reduced dielectric contrast. However, as shown in Fig. 5, after the particles have been under
the influence of the field for 10 ms, the EF shows 1-2 orders of magnitude increase compared to one without
trapping in Fig. 3b, with an additional dependence on the input power. After only 1 ms, the EF in water is similar
to the surface enhancement in air, showing a minimum EF of ~ 10* at 1800 cm™. It appears that the gain in EF
produced by the trapping of particles has less effect at higher Raman shifts. This is likely due to changes in the
field distribution, with the SERS emission hotspots shifted in spatial position with respect to the hotspots of the
incident 785 nm wavelength, as demonstrated in Fig. 2.

When the trapping simulations are run for 10 ms the EF is almost always larger than the surface EF in air,
for all incident excitation powers. Remarkably, however, we find that the EF at 20 mW pm™ is higher than at
100 mW um™ (Fig. 5). This can be traced back to the field gradient on the outer edge of the dimers. At the lower
power, the gradient forces acting on particles in the high-field regions at the outer edges of the dimer, are not
strong enough to overcome the thermal fluctuations. This allows particles to escape from these local field maxima,
allowing the particles to sample the significantly higher-field hotspot between the dimers. For 50 mW pm™ and
above, the majority of particles become trapped in these local potential minima, and therefore do not benefit
from the largest enhancement in the dimer gap. The optical forces for the different input powers can be found
in the Supporting Information.

Spectral shift. As shown in Fig. 6b, a shift in the AFE surface lattice resonance (SLR) peak of +0.7 nm was
observed when placing a small ellipsoid between the pillars of the dimer, and this shift resulted in a decrease
in the EF of about 1 order of magnitude. Such a reduction could be mitigated by modulating the laser source
to increase its bandwidth, but this is undesirable for the SERS application, since it would reduce the spectral
resolution. Another option would be to use a tunable laser to keep the dimers on resonance. A simpler alterna-
tive would be tilting the illumination with respect to the substrate during the measurement. It is a well known
property of SLRs that they blue shift with an increase in angle??, and this could be used to compensate the red
shift due to particle concentration.

Application to crystal nucleation.  Asnoted in the Introduction, a novel application of the proposed die-
lectric dimer array would be to induce crystal nucleation by field-enhanced trapping'*-'2. In the two-step nuclea-
tion model for crystal nucleation, dense, nanometer-scale, liquid-like droplets or clusters are considered to form
spontaneously. It is believed that these species transform to become crystal nuclei****. The electric-field gradient
formed by focusing a laser can act to attract and concentrate these clusters, even if they are too small to trap®.
Niinomi et al. demonstrated crystal nucleation by focusing a continuous-wave (CW) laser (1064 nm, 20 mW)
onto a 2D Au-nanolattice immersed in an aqueous solution of acetaminophen (the popular analgesic)!. Crystals
formed after ~ 100ms in an annular ring approximately 19 um outside the 2 um-diameter focal spot. The ring is
formed because of a balance between the localized electric-field gradient force (attractive) and thermophoretic
force (repulsive) due to local heating. This high degree of control over crystallization not only offers fundamental
insights into nucleation mechanisms, it shows great potential for discovery of new crystal polymorphs, e.g., as

desired by the pharmaceutical industry®-2,

Biological applications. Due to their small size and relatively low concentration in the body, viruses can
be difficult to detect spectroscopically. Such species can also be highly sensitive, even to moderate temperatures
(> 37°C). By concentrating the virus analyte particles in the high field regions of the nanostructure, the boosted
signal could facilitate identification by increasing the signal-to-noise ratio of the Raman spectrum. For example,
Polio is a small enterovirus, approximately 25-30 nm in diameter (refractive index, n = 1.61 % 0.06) which could
be localized for enhanced detection by Raman spectroscopy'®. The use of plasmon-based SERS sensors, coupled
with data analysis strategies employing artificial intelligence methods, have been emphasized in particular for
SARS-Cov-2, the virus responsible for the Covid-19 pandemic'.

Conclusions

In summary, it has been shown that a dielectric dimer array, with free analyte particles in aqueous solution, can
achieve higher SERS EFs than an equivalent array in air, with fixed analyte particles. The higher EFs are due to
optical trapping of particles, which localize around the electric-field hotspots. The results demonstrate a maxi-
mum obtainable EF of 1.5 x 10° after 10 ms of optical trapping, approximately 275% higher than can be obtained
with a dry substrate. For hard particles, this high EF is only obtained at low concentrations (~ 2.4 nM). At higher
concentrations, the particles compete and the electric-field hotspots become saturated: excess particles tend to
localize in positions of lower electric field.

For concentrations up to 0.024 uM and a trapping time of 1 ms, a lower bound for the worst case maximum
enhancement of 10* was estimated. This is approximately 25% of the best obtainable EF for a dried substrate. It
was shown that increasing the illumination power does not necessarily lead to higher EFs. For intensities higher
than 20 mW pum™ particles became trapped in local potential minima, where the EF is lower than the electric-
field hotspot between the dimer pillars. For SERS applications it is therefore recommended to use immersed
dimers for low analyte concentrations at low incident laser powers.

A promising advantage of the immersed dielectric dimer array configuration detailed here is the relative
reduction in heating due to absorption compared to noble metal substrates. For this reason, a novel application
of the immersed dimer arrays could be laser-induced crystal nucleation, where the electric-field hotspots act
to increase the local concentration of solute molecules and clusters particles. Moreover, the array configuration
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Variable Definition

rintl) Position at timestep  + 1
i Position at timestep n

b= (1+adt/2m,)~" | Correction term

a=mp/Tp Friction coefficient

L Relaxation time

VI(,”) Particle velocity at timestep n
Fin Total external force (excluding drag and random thermal fluctuations) at timestep n
B =r\/2akgT/dt Thermal white noise

T Temperature (298 K)

kg Boltzmann constant

dt Timestep

Table 2. Definition of all variables used in the optical trapping algorithm.

shows tremendous promise for localizing and enhancing SERS signals from biological macromolecules, such
as proteins and viruses.

Methods

Simulation of electric-field enhancement. The electric field distribution was simulated using COM-
SOL Multiphysics Version 5.4. An optical plane-wave input was applied to a port at the top of the unit cell,
with an empty port on the bottom (i.e., along the z direction, see Fig. 1). Both ports are periodic, with periodic
boundary conditions also applied to the faces of the unit cell in the x and y directions. The scattered field was
simulated for input wavelengths 750 to 950 nm in increments of 1 nm, with the power normalized to produce
a background field of 1 V m™.. The scattered field was used to compute the enhancement factor. An optical
plane-wave input of wavelength 785 nm and power of 5 mW um™ was used to simulate the scattered field when
calculating the dielectrophoretic force on a particle in proximity to the metasurface. A multiplier was included
to the force to model an optical field with power inputs of 20, 50 and 100 mW pm™2, respectively.

Simulation of optical trapping. A particle-tracing algorithm was built in MATLAB R2019a, using
velocity Verlet-type differential equations, modified to keep the energy of the system from diverging due to the

timestep-dependence of Brownian motion, as described by Grenbech-Jensen et al.?.
2
A ) gyt 4 04 gy DAE g ©)
P 2my 2mp,
ﬂ{n-H]

Sty i 4t (F{n) N F{n+1}> _ (r{nJrl} _ r("}) n
P P 2mp myp

(7)

myp

The terms are explained in Table 2.
A timestep size of 1077 s was chosen because, for a nanometer scale particle in free space, the average veloc-
ity is of the order 1 m s™', so this gives a position shift of ~ 1 nm per timestep. The total external force can be

expressed as F{") = Fi" 4 Fg where F, is the dielectrophoretic force given in Eq. 8 and Fy is the force due to
gravity given in Eq. 9.
Ep — &F
Fo = 2mriggRe(er)Re( ——— | VIE[?
e = 27rleoRe(er) (nggf) IE] (8)

The dielectrophoretic force is dependent on the gradient of the square of the field magnitude, V|E|%, the
particle radius, r;,, and dielectric constant of the particle, ep, and surrounding fluid, ¢.

Pp — Pf
Fg=mpg( £ ) 9)
Pp

where my, is the particle mass, g is the gravitational acceleration 9.81 ms™2, p, is the density of the particle and
pr is the density of the surrounding fluid.

The scattered field generated in COMSOL was imported to MATLAB, and periodic boundary conditions
were implemented in the x and y directions to model the infinite substrate, so a particle that leaves the unit
cell would re-enter from the opposite side. Elastic collision conditions were implemented on the substrate and
dimer surfaces.

Computation of enhancement factor.  The study by Cernigoj et al. defined EF as Eq. 10%. This is the total
enhancement factor, integrated over the substrate surface.
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2 2

Ejoc(wr, 1)
ds (10)

Ey

Ejoc(wo, 1)
Ey

1
EF(wO) wR) = Z/
S

EF(wy, wr) is the enhancement factor averaged over the whole substrate surface, A is the surface area of the sub-
strate, Ejoc (wp, r) is the electric field magnitude at incident frequency wy, and point r on the surface, Ejoc (R, )
is the electric field magnitude at emission frequency wr and point r on the surface, and Ej is the background
field magnitude, before enhancement.

In fluid, Eq. 10 must be modified to integrate over the fluid volume, V, surrounding the dimers in the unit

cell, as Eq. 11.
( )—*1 /
EF(wg, w
0> WR v

2

2

Eloc(wa r) dv (11)

Eo

Ejoc(wo, 1)
Eo

To obtain the EF from the metasurface while taking into account trapping, a regular array of 9 x 9 x 12 par-
ticles (972 particles) was released within the unit cell, and the enhancement factor computed at initial positions,
after 1 ms and 10 ms. Instead of integrating over the whole volume, the summation over the local field enhance-
ment for each particle was used, as in Eq. 12.

Eioc(wr, (1)) |2

Ey

1 Ejoc(@o, (1)) 2
EF(wy, = — E .
(o, wr) N Ey

(12)

where N is the number of particles, and r(¢) in this case is the position of each particle within the volume at time
t after release from uniform distribution.

Optimization of structure. The metasurface design of Cernigoj et al. was used as a starting point: how-
ever, this surface was optimized to produce maximum field enhancement when the surrounding medium is air.
For the equivalent optimization in water, as required for the mobility of particles influenced by the electric field
gradient, the dimensions must be adjusted due to the different refractive index of water. The period of the dimer
unit cells was divided by the refractive index of water at 785 nm (n = 1.33), with minor adjustments made to
produce maximum enhancement. This gives a unit cell with side length 556 nm. Keeping the 20 nm gap between
the nanocylinders, their dimensions (height and diameter) were adjusted, using a factor of the refractive index
ratio between silicon and air, and silicon and water, both at 785 nm (a factor of 1.13). Minor further numerical
adjustments were made to the input parameters to achieve maximum enhancement, giving optimized dimers
with height 333 nm, and diameter 139 nm.

Received: 26 November 2020; Accepted: 8 March 2021
Published online: 25 March 2021

References
1. McCreery, R. Raman Spectroscopy for Chemical Analysis (John Wiley & Sons Ltd, New York, 2000).
2. Boujday, S., Chapelle, M. . L. . d. 1, Srajer, J. & Knoll, W. W. Enhanced vibrational spectroscopies as tools for small molecule bio-
sensing. Sensors 15, 21239-21264 (2015).
3. Chu, Y., Banaee, M. & Crozier, K. Double-resonance plasmon substrates for surface-enhanced raman scattering with enhancement
at excitation and stokes frequencies. ACS nano 4, 2804-2810 (2010).
4. Moskovits, M. Persistent misconceptions regarding sers. Phys. Chem. Chem. Phys. 15, 5301-5311 (2013).
5. Le Ry, E., Etchegoin, P. & Meyer, M. Enhancement factor distribution around a single surface-enhanced raman scattering hot spot
and its relation to single molecule detection. J. Chem. Phys. 125, 204701 (2006).
6. Crozier, K. B. et al. Plasmonics for surface enhanced raman scattering: Nanoantennas for single molecules. IEEE J. Selected Top.
Quant. Electron. 20, 152-162 (2014).
7. Caldarola, M. et al. Non-plasmonic nanoantennas for surface enhanced spectroscopies with ultra-low heat conversion. Nat. Com-
mun. 6,7915-7923 (2015).
8. Cernigoj, J., Silvestri, E, Stoevelaar, L., Berzing, J. & Gerini, G. Lattice resonances and local field enhancement in array of dielectric
dimers for surface enhanced raman spectroscopy. Sci. Rep. 8, 15706 (2018).
9. Xu, Z., Song, W. & Crozier, K. B. Optical trapping of nanoparticles using all-silicon nanoantennas. ACS Photon. 5, 4993-5001
(2018).
10. Sugiyama, T., Adachi, T. & Masuhara, H. Crystallization of glycine by photon pressure of a focused cw laser beam. Chem. Lett. 36,
1480-1481 (2007).
11. Niinomi, H. et al. Plasmonic trapping-induced crystallization of acetaminophen. Crystal Growth Des. 19, 529-537 (2019).
12. Cheng, A. C. et al. Plasmonic manipulation-controlled chiral crystallization of sodium chlorate. J. Phys. Chem. Lett. 11, 4422-4426
(2020).
13. Mauriz, E. Recent Progress in Plasmonic Biosensing Schemes for Virus Detection. Sensors 20, (2020).
14. Cui, E. & Zhou, H. S. Diagnostic methods and potential portable biosensors for coronavirus disease 2019. Biosens. Bioelectron.
165, (2020).
15. Siemens. Solid edge (2020). https://solidedge.siemens.com/en/.
16. COMSOL. Multiphysics (5.4a) (2020). https://www.comsol.com/.
17. Baron, S. (ed.) Medical Microbiology (University of Texas Medical Branch at Galveston, Galveston, 1996).
18. Makra, L, Terejanszky, P. & Gyurcsanyi, R. E. A method based on light scattering to estimate the concentration of virus particles
without the need for virus particle standards. MethodsX 2, 91-99 (2015).
19. MathWorks. Matlab (2019b). https://nl.mathworks.com/products/matlab.html.

Scientific Reports|  (2021) 11:6873 https://doi.org/10.1038/s41598-021-85965-1 nature portfolio


https://solidedge.siemens.com/en/
https://www.comsol.com/
https://nl.mathworks.com/products/matlab.html

www.nature.com/scientificreports/

20. Yuyama, K.-L, Sugiyama, T. & Masuhara, H. Millimeter-scale dense liquid droplet formation and crystallization in glycine solution
induced by photon pressure. J. Phys. Chem. Lett. 1, 1321-1325 (2010).

21. Hua, T. et al. Microfluidic laser-induced nucleation of supersaturated aqueous glycine solutions. Crystal Growth Des. 20, 6502-6509
(2020).

22. Kravets, V. G., Kabashin, A. V,, Barnes, W. L. & Grigorenko, A. N. Plasmonic surface lattice resonances: A review of properties
and applications. Chem. Rev. 118, 5912-5951 (2018).

23. Erdemir, D, Lee, A. Y. & Myerson, A. S. Nucleation of crystals from solution: Classical and two-step models. Accounts Chem. Res.
42, 621-629 (2009).

24. Vekilov, P. G. Nucleation. Crystal Growth Des. 10, 5007-5019 (2010).

25. Cheng, A.-C., Masuhara, H. & Sugiyama, T. Evolving crystal morphology of potassium chloride controlled by optical trapping. J.
Phys. Chem. C 124, 6913-6921 (2020).

26. Alexander, A. J. Making light work of crystal growth. Nat. Photon. 10, 694-695 (2016).

27. Tominaga, Y. et al. Promotion of protein crystal growth by actively switching crystal growth mode via femtosecond laser ablation.
Nat. Photon. 10, 723-726 (2016).

28. Alexander, A. ]. & Camp, P. J. Non-photochemical laser-induced nucleation. J. Chem. Phys. 150, 040901 (2019).

29. Grenbech-Jensen, N. & Farago, O. A simple and effective verlet-type algorithm for simulating langevin dynamics. Mol. Phys. 111,
983-991 (2013).

Acknowledgements
The authors thanks Dr.ir. A.N. Ananth for the fruitful discussions about SERS and SERS microscopy setups.

Author contributions

C.EK. optimised the structures, coded the particle tracking software, performed the simulations, processed the
data and wrote the main text manuscript, L.P.S., A.A. and G.G. analysed the data and supervised the work. All
authors reviewed the manuscript.

Competing interests
The authors declare no competing interests.

Additional information
Supplementary Information The online version contains supplementary material available at https://doi.org/
10.1038/541598-021-85965-1.

Correspondence and requests for materials should be addressed to G.G.
Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International

License, which permits use, sharing, adaptation, distribution and reproduction in any medium or
format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the
Creative Commons licence, and indicate if changes were made. The images or other third party material in this
article are included in the article’s Creative Commons licence, unless indicated otherwise in a credit line to the
material. If material is not included in the article’s Creative Commons licence and your intended use is not
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from
the copyright holder. To view a copy of this licence, visit http://creativecommons.org/licenses/by/4.0/.

© The Author(s) 2021

Scientific Reports |

(2021) 11:6873 | https://doi.org/10.1038/s41598-021-85965-1 nature portfolio


https://doi.org/10.1038/s41598-021-85965-1
https://doi.org/10.1038/s41598-021-85965-1
www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Using the near field optical trapping effect of a dielectric metasurface to improve SERS enhancement for virus detection
	Results
	Discussion
	Particle overlap. 
	Verifying absence of trapping away from dimer surface. 
	Effect of input power on optical trapping and EF. 
	Spectral shift. 
	Application to crystal nucleation. 
	Biological applications. 

	Conclusions
	Methods
	Simulation of electric-field enhancement. 
	Simulation of optical trapping. 
	Computation of enhancement factor. 
	Optimization of structure. 

	References
	Acknowledgements


