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Abstract. Metasurfaces offer a unique playground to tailor the electromagnetic field at subwavelength scale to
control polarization, wavefront, and nonlinear processes. Tunability of the optical response of these structures
is challenging due to the nanoscale size of their constitutive elements. A long-sought solution to achieve
tunability at the nanoscale is all-optical modulation by exploiting the ultrafast nonlinear response of
materials. However, the nonlinear response of materials is inherently very weak, and, therefore, requires
optical excitations with large values of fluence. We show that by properly tuning the equilibrium optical
response of a nonlocal metasurface, it is possible to achieve sizable variation of the photoinduced out-of-
equilibrium optical response on the picosecond timescale employing fluences smaller than 250 uJ/cm?,
which is 1 order of magnitude lower than previous studies with comparable reflectivity variations in silicon
platforms. Our results pave the way to fast devices with large modulation amplitude.
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1 Introduction manipulate light. The compact nature of such devices allows
one to reach faster modulation speed employing approaches that
are traditionally slower tuning mechanisms, such as heating and
mechanical strain.*"' Liquid crystals have also been employed to
rapidly change the optical response of metasurfaces to achieve
multifunctional behavior'? and phase tuning."> Phase-change
materials have been proposed as suitable platforms to obtain
large all-optical modulation featuring vast versatility of the
activation mechanisms.'™"® So far, optical excitation provides

In the last few decades, the advent of nanofabrication technol-
ogies has boosted the interest in optical devices working in the
visible and near-infrared (NIR) region. Metasurfaces are two-
dimensional arrangements of nanostructures (or subwavelength
elements), called meta-atoms, which allow one to tailor the
electromagnetic field at the nanoscale, thus surpassing the capa-
bilities of bulk materials.'* The possibility of introducing abrupt
changes in phase and amplitude is of paramount importance to X . )
focusing,* polarization control,’ nonlinear frequency conver- the fastest modulat'lon source a110W1'ng ultrafast dynamic con-
sion,” and wavefront manipulation.’ trol of nanophotonic devices.'**' Originally, the strong optical

Providing methods to dynamically control a nanoscale de- nonlinearities in plasmonic meta-atoms were first investigated

vice is mandatory to produce flexible and effective tools to ~ as a route toward ultrafast nanophotonics.” Subsequently,
their ohmic losses at optical frequencies and the poor compat-

ibility with large-scale CMOS integration opened the way for
*Address all correspondence to Paolo Franceschini, paolo.franceschini @ unibs.it the advent of all-dielectric structures, which have already been
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demonstrated to achieve ultrafast control of polarization, ampli-
tude, and wavefront.*° In all-optically modulated devices,
the ultrafast two-photon absorption (TPA) and free carrier
(FC) generation dynamics come along with thermal effects re-
lated to lattice heating, which take place at the nanosecond
timescale.”” Recently, it was demonstrated that by properly en-
gineering the metasurface, it is possible to achieve a full recov-
ery of the optical response on the picosecond timescale.”*
However, the entity of such modulation is often small, usually
below a few percent, and requires large fluences, i.e., energy
densities.”*** Therefore, the detection of such tiny variations
is laborious and requires bulky and expensive experimental
setups, annihilating the miniaturization advantages of optical
devices.

Here we design a high-contrast nonlocal metasurface (NLM)
based on silicon (Si) meta-atoms lying on silica (SiO,) pedestals
that exhibits a guided mode resonance (GMR) in the NIR
spectral region, and we show giant all-optical relative reflec-
tance variation (up to 60%) on the picosecond timescale. We
use time- and wavelength-resolved spectroscopy to investigate
the out-of-equilibrium temporal dynamics of the nonlocal NIR
resonance following FC injection. In particular, we perform
pump—probe experiments to address the carrier and lattice
dynamical processes and their role on the time evolution of
the spectral signature of the nonlocal resonance. We show a
transient photoinduced modulation of the optical properties of
NLM (i.e., resonant gratings), which is 1 order of magnitude
larger than the unpatterned platform (under the same excitation
conditions). The analysis of the experimental data, combining a
coupled rate equations model (CREM) and rigorous coupled-
wave analysis (RCWA), allows one to disentangle the role of
the photonic structure and the modulation of the optical prop-
erties (due to FCs and lattice heating effects) and reveals a
decrease of the carrier recombination time with respect to bulk
material. Our results have direct impact in the design of next-
generation ultrafast all-optical modulators and switches with
reduced energy consumption, since we demonstrate an increase
of 1 order of magnitude in the relative reflectance variation,
with fluences below 250 puJ /cm?, with respect to unstructured
silicon.

sio,
Si

2 Results and Discussion

We employ an NLM, which we previously demonstrated” to
feature sharp spectral resonance with large amplitude in the
third operating window of optical communications, to unveil
the pivotal role of the photonic structure to achieve large
amplitude modulation with smaller fluence compared to bulk
materials. The high-index-contrast NLM under analysis, shown
in Fig. 1(a), is based on a Si grating (width w = 393 nm, height
d = 500 nm, and periodicity P = 820 nm), supported by silica
(SiO,) pedestals (height &, = 160 nm and width w, = 73 nm)
to achieve high-index contrast with the environment, i.e.,
between air and the lower-lying SiO, layer. We engrave the
Si grating within a silicon-on-insulator substrate combining
deep ultraviolet (DUV) lithography and reactive ion etching.
The total thickness of the SiO, layer is 42 = 1160 nm (see
Appendix A).

The equilibrium optical properties of the NLM are shown in
Fig. 1(b). Here we display the experimental (markers) reflec-
tance spectrum at equilibrium (R.,) as a function of the wave-
length (1) measured by a broadband NIR probe light linearly
polarized along the direction parallel to the grating bars, x axis
in the present work [see Fig. 1(a)], which corresponds to a trans-
verse electric (TE) polarization (see Appendix B).

The sharp spectral feature at around 1380 nm, arising on
top of a background due to Fabry—Perot modes, is ascribed
to a GMR (quality factor Qp ~170; see Fig. S3 in the
Supplementary Material), which is mediated by a leaky mode
propagating along the grating periodicity direction (y axis).”
The leaky nature of the GMR can be deduced by looking at
the spatial distribution of the mode in Fig. 1(b) (see inset).
To model the NLM equilibrium properties, we calculate the
reflectance through RCWA as the normalized intensity of the
reflected radiation along the zeroth order (see Appendix C
for more details). The resulting calculated reflectance spectrum
Ribwa (4) [red solid line in Fig. 1(b)] shows a fairly good agree-
ment with the experimental data, reproducing the line shape of
the GMR, manifesting as a Fano resonance. This originates from
the coupling of the discrete spectrum of the leaky GMR to the
continuum of modes of the incident light.*® Discrepancy in the

Reflectance, Req

L I L B R
1300 1350 1400 1450 1500
Probe wavelength, 2 (nm)

Fig. 1 (a) Sketch of the experiment working principle: a pump pulse (blue) excites the sample and
changes the optical properties of silicon (brown). A delayed low-intensity probe pulse (yellow)
monitors the reflectivity changes. The image is a false color scanning electron micrograph
of the NLM. Dimensions: w = 393 nm, d = 500 nm, P = 820 nm, w, =73 nm, h, =160 nm,
and h = 1160 nm. (b) Experimental (circles) and calculated (RCWA, red solid line) reflectance
spectra (Rqq) at equilibrium. The inset shows the TE mode spatial distribution in the yz plane
(orthogonal to the grating) at 1375-nm wavelength (black arrow).
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spectra may originate from the dispersion of the geometrical
parameters (due to fabrication tolerances) or minimum
differences of the pedestal profile within the sample area de-
tected by the probe beam (see Ref. [29] for more details).
Nevertheless, the model reveals the collective (i.e., nonlocal)
nature of the resonance and the eigenmode analysis allows
one to correctly locate its spectral position at Af! =~ 1375 nm.

We perform a time- and wavelength-resolved pump—probe
spectroscopy experiment to monitor the time evolution of the
GMR following photoexcitation. In general, in bulk Si, the
carrier relaxation dynamics evolves according to the following
well-established picture.’’** Upon photoexcitation by a pump
pulse with photon energy (E,, = 2zhc/4,, where 4, is the pump
wavelength), which can be larger (or smaller) than the bandgap
E,, an FC density N is photogenerated within the bands (elec-
trons in the conduction band and holes in the valence band) by
linear (or nonlinear) absorption processes. The initial coherently
excited carrier states undergo dephasing processes via carrier—
carrier and carrier—phonon scattering mechanisms. This coher-
ent regime (~30 fs for Si*) is followed by a nonthermal regime
(on a timescale of 100 to 300 fs****) during which a carrier
temperature is established via collisions. This allows one to de-
scribe the carrier population in terms of Fermi—Dirac distribu-
tion, with the carrier and lattice temperature depending on E,,.
Finally, as time evolves, hot carriers cool down via energy
exchange with the lattice (accompanied by optical phonon
scattering).

In our experiment, as depicted in Fig. 1(a), a short-pump la-
ser pulse centered at 4, = 410 nm (i.e., in the absorption region
of Si) first induces a variation of the optical properties of the
NLM via FC generation. Then a broadband probe laser pulse,
tuned in the GMR spectral region (1340 to 1400 nm range),
impinges at delay time At after the pump, thus monitoring
the out-of-equilibrium state of the system (see Appendix D
for more details). The probe beam spot size [beam waist radius

w(pmbe) = (75 £ 5) pum], smaller than the pump one [w(pump> =
0 H pump 0

(120 & 10) pm], has been chosen to ensure the illumination
of a minimum number of periods (Np) to avoid the beam size
effects (based on Ref. [35], for the NLM under analysis
Np = Qp/m~54).

We measure the relative reflectance variation (AR/R) de-
fined as the difference (AR = R,y — Req) between the reflected
light with and without the pump (R, and R.q, respectively)
normalized to the reflected light spectrum without the pump.

Measured AR/R spectra at various delay times (Af), in the
timescale below 100 ps, are reported in Fig. 2(a) (see also Fig.
S2 in the Supplementary Material for additional details on the
the corresponding R, spectra). Here we use an incident pump
fluence Fj,. = (180 + 30) uJ/cm? to ensure that we photoex-
cite the NLM in the linear regime. We underline that this
value is much lower than in other studies with comparable,
or even smaller, variations of the reflectivity in Si-based
platforms.”****° The AR/R(4, At) signal is mainly character-
ized by two long-living components: a negative dip at
A=~1370 nm and a positive peak at A ~ 1375 nm; these corre-
spond to the spectral regions below and above the minimum of
the Fano resonance [see Fig. 1(b)]. The additional change of the
sign in the out-of-equilibrium spectra at 4 > 1380 nm corre-
sponds to the spectral region above the Fano resonance peak.
As far as the amplitude of the out-of-equilibrium signal is con-
cerned, we observe a giant relative reflectance variation of 50%
(Req = 0.18 and R, = 0.27) at At = 3 ps for A~ 1373 nm.
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In order to gain further insights into the interplay between the
nonequilibrium photoinjected FCs and the geometry-controlled
GMR, we simulate the out-of-equilibrium response of NLM
with a theoretical approach combining the CREM, accounting
for FC concentration and lattice temperature dynamics, and
RCWA, describing light-matter interaction in the NLM. The
differential spectra shown in Fig. 2(b) are calculated as
AR/R(2, At) = R wa (4, At) /Ritwa(4) — 1. The time-depen-
dent out-of-equilibrium reflectivity spectrum RRgwa (4, Af) is
obtained from a perturbed Si dielectric function (e, = eg;+
Ae, with gg; being the equilibrium Si dielectric function and
Ag the photoinduced variation) to account for the effect of
photogenerated carriers. In particular, we assume that the total
variation Ae includes both linear and nonlinear contributions,
where the former is ascribed to mechanisms involving the
FCs and the lattice (L), and the latter is related to the TPA;
therefore, Ae = Aegc + Ag; + Aerpp. For the sake of com-
pleteness, we mention that, in addition to the previous effects,
also state filling (SF) and bandgap renormalization (BGR)
mechanisms®?® may represent a linear-response contribution to
Ae. However, taking into account that the considered probing
region is located in a spectrum far from the bandgap, i.e., the
spectral region where SF and BGR mainly dominate, we neglect
their contribution in the calculation of the AR/R spectra.

Regarding FCs, their contribution is mainly described in
terms of the Drude model; therefore, we assume the change
of the dielectric constant of the material due to FC generation
in the form*™

A
Aepc(4, At) = —N(An)e* - (1 —i
erc(h, &) = ~N(ane - (1= i)

422 1\!
) < n-C meff€0+_) ’ (1)

2 2
A 75

where e is the electron charge, c is the velocity of light in vac-
uum, 7, is the Drude damping time, m is the effective mass of
electrons and holes, and g is the vacuum permittivity. As men-
tioned, the relaxation of FCs within the bands, occurring via a
first-order trap-assisted process (with characteristic time 7,pc)
or via second-order bimolecular recombination (at rate y), is
accompanied by lattice heating; its contribution to the optical
modulation occurs via the thermo-optic effect, which has been
modeled as follows:***

Aey (2 Af) = 2+ /o5 (3) - m(2) - T(A1), @)
where T is the lattice temperature (recovering the equilibrium
value with a characteristic timescale z,;) and #, is the Si
thermo-optic coefficient. Third, the nonlinear absorption (due
to TPA) has been implemented as follows:*

. Preal (A1)A,,

27 ’ ®)

Aetppa(Al) = ER[ eSi(/lp)}

where fSrp, is the Si nonlinear absorption coefficient and I the
impinging pump intensity (see Appendix C). The temporal
dependence in Egs. (1)—(3) is a consequence of the temporal
dynamics of the three quantities N(At), T(At), and I(At),
described by the two-coupled rate equations in Eq. (4)
(see Appendix C for more details).
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Fig. 2 (a) Experimental AR/R spectra at different time delays (denoted by the labels on the left
side). For clarity, the curves are vertically shifted (labels on the right side). (b) Simulated AR/R
spectra at the same time delays as in (a) employing CREM + RCWA model. For clarity, the curves
are vertically shifted. (c) Real (Re, dashed line) and imaginary (Imag, solid line) parts of the indi-
vidual components contributing to Ae calculated from the model analysis: TPA (Aetpa), FC gen-
eration (Aegc), and lattice heating (A¢,). The curves are horizontally shifted by 0.64 ps to visualize
negative delay times on a logarithmic scale. (d) Temporal evolution of the shift: A from modal
analysis (blue solid line) and A4, from differential fit (yelllow markers). The data (both solid line and
markers) are horizontally shifted by 0.64 ps to visualize negative delay times on a logarithmic

scale.

At this stage, it is useful to underline that the considered
model, treating the FC density N, is not suitable for describing
any coherence effect of the light—matter interaction under analy-
sis. The chosen design of the theoretical model is based on the

Table 1 Summary of the material parameter values adopted in
this work for CREM + RCWA approach.

assumption that the temporal resolution of our setup (~64 fs) is Parameter Value Units Reference
not capable of revealing the signature of coherence, since it is 5 1 3
destroyed on a timescale of a few tens of femtoseconds in the Co 1,66 1(_)6 JK _T 25
case of solid-state platforms.*'***=* Brea 1.5x10 mWw 25
Figure 2(b) shows the theoretical out-of-equilibrium spectra esi (5.3410 + i0.24127)2 — 45
calculated via CREM + RCWA approach by assuming the param- at 410 nm
eters reported in Table 1. The theoretical model is capable of . . = 12.2 at 1370 nm _ 45
quantitatively reproducing the experimental out-of-equilibrium
. . . £si0 209 at 1370 nm - 46
spectra in the whole temporal window under analysis by em- 2 . ;
ploying one fixed fitting parameter: the FC relaxation time 1.888 x 10~ at 1370 nm K™ 40
7,pc (band edge carrier lifetime through single-carrier decay Mest 0.153m, — 47
channels). Our analysis provides z,zc ~ 150 ps, a value much > 10 fs 48
shorter than that in bulk Si (>50 ns),” but comparable to that » 5 1
: : : 51 4 3x1071® m° s 49
measured in other Si-based photonic structures.
Advanced Photonics 066006-4 Nov/Dec 2023 e Vol. 5(6)
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In order to better understand the role of FCs and lattice to the
total Ae, in Fig. 2(c), we show the temporal dynamics of Aepc,
Ag;, and Aetpy calculated by the CREM. As expected, the con-
tribution due to TPA (black solid curve) is present only at very
short time delays (Ar < 1 ps). The largest contribution to Ae in
the probed time window is due to FC generation (red dashed and
solid curves for real and imaginary parts, respectively), since the
typical timescale is on the order of tens of picoseconds and lat-
tice heating effects (blue solid and dashed curves for real and
imaginary parts, respectively) manifest on longer timescales
(At > 100 ps). Ag; contribution is negligible in the probed time
window due to the low (real-valued) thermo-optic coefficient.

The numerical results reported in Fig. 2(c) offer important
insights into the physics of the NLM regarding the photoin-
duced dynamics of the GMR. Indeed, starting from the calcu-
lated Ae(/, Ar), we can better describe this performing time-
dependent modal analysis to retrieve the eigenvalue A2"(Af)
of the GMR at each delay time. The retrieved time-dependent
eigenvalue variation Alp(At) = A2 (Ar) — Ap!, reported in
Fig. 2(d) (blue solid line), suggests that the GMR experiences
a blueshift after photoexcitation, reaching a maximum variation
of the eigenwavelength |AA"*| ~ 2 nm and then recovering to
equilibrium on a timescale of 100 ps. Further, we adopt a differ-
ential fit procedure® based on a Fano line shape® to model the
out-of-equilibrium spectra in Fig. 2(a). The experimental data
can be reproduced assuming a resonance blueshift, which rep-
resents the FC-induced variation of the dielectric constant’’ (see
Supplementary Material for more details). The retrieved blue-
shift temporal dynamics A4, (At), displayed in Fig. 2(d) (yellow
markers), overlaps well with the AAr one.

Summarizing, the results in Fig. 2 highlight a nonnegligible
difference regarding the order of magnitude between the optical
response of the structure (AR/R ~50% at maximum) and
the modulation of the material properties (Ae/e ~0.4% and
AAJ2~0.1%) following the moderate excitation of 180 uJ/cm?.
Therefore, in order to better investigate the role of the photonic
structure in the interplay between the optical response and
material properties variation, we report excitation-dependent
pump-probe measurements on the NLM, and we compare
the results to those obtained from a multilayer thin-film-like

(@)

601 F [piem’]
g o 20 -@ 43
a0 o 60 -© 85
' o 130 -@- 180

-@- 230 -@ 250

£ 201
x 0
% 0188
20+
404
|""""'I"x""'l""""'l
1340 1360 1380 1400

Probe wavelength, A (nm)

platform, consisting in a uniform Si (500 nm)/SiO, (1160 nm)
bilayer® deposited on the Si substrate. [We underline that the
thickness of the Si (SiO,) layer in the thin-film-like sample
is the same as d (&) in the NLM (see Appendix D).] In particular,
we focus on the nonequilibrium FC-induced effect; therefore,
we measure AR/R spectra of NLM at At = 3 ps, where the
FC contribution dominates Ae [see Fig. 2(c)], for several exci-
tation fluence (Fi,.) levels in the 20 to 250-uJ /cm? range. We
note that the maximum amplitude of the detected transient spec-
tra, shown in Fig. 3(a), is 1 order of magnitude larger than that
measured on the bilayer structure (see Table 2 and Fig. S5 in the
Supplementary Material for more details), under similar excita-
tion conditions and reflectance value in the at-equilibrium state.
Therefore, the results clearly demonstrate the key role of
the photonic structure (giving rise to spectral resonances exhib-
iting sharp edges), which allows one to enhance the transient
modulation of the optical response [up to AR/R =57% at
A= 1373 nm; thus AR = 0.103, in Fig. 3(a)] with respect to
bulk-form material.

Moreover, the results in Fig. 3(a) reveal the key role of the
GMR to achieve giant photoinduced reflectivity variations.
From a general point of view, the amplitude of the AR /R spectra
increases with increasing fluence (i.e., injected FC density); this
is also accompanied by a blueshift of the spectra (i.e., the peak
and valley of the transient spectra move toward lower wave-
lengths values as F,. increases). The A4, (Fy,.) trace, retrieved
from the data by the differential-fit procedure, is shown in the
inset of Fig. 3(a), and it is proportional to F,. (black solid line).
This behavior is due to the fact that, at the considered delay time
(3 ps), Ae ~ Aepc & N. However, by carefully looking at the
AR/R signal at 1367.5 nm [see Fig. 3(b)], we note that an initial
linear regime (black dashed line) is followed by a saturation for
fluences above 200 uJ/cm?. The different behavior of the two
quantities (A4, and AR/R) can be interpreted on the basis of the
Fano line shape of the GMR at equilibrium [Fig. 1(b)]. Indeed,
the maximum achievable transient value is limited by the reflec-
tance contrast (i.e., the difference between the minimum and
maximum reflectance values) of the Fano resonance at equilib-
rium. Therefore, although the blueshift increases linearly with
fluence (below the sample damage threshold), the transient

(b)

R
: i\ A=1367.5 nm
-10 | LY
= | X
g —20_ \és
z | g
-30 R
LI ¥
-40- | S CARR o« Fyp

T T T
0 50 100 150 200, 250
Incident fluence, F;,. (ud/cm”)

Fig. 3 (a) Experimental AR/R spectra measured for increasing fluence values. The inset reports
the resonance shift A4, (retrieved from the measured AR/R spectra) as a function of the incident
fluence, and the solid black line denotes a linear dependence. The red triangle denotes the
probe wavelength value in which the data in (b) are taken. (b) Experimental minimum AR/R at
A =1367.5 nm as a function of the fluence (black markers). The black dashed line denotes a linear
dependence of the AR/R signal upon the fluence.
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Table 2 Comparison between different metasurfaces®.

|AR/R| or
Material Platform [AT/T| (%) Fluence Reference
Si Bulk single crystal (001) 7 16 mJ/cm? 53
Si Huygens 3 40 mJ/cm? 54
Si Bulk (001) 0.04 2.4 mJ/cm? 32
Poly-Si Nonlocal 57 250 pd/cm? This work
Poly-Si Nonlocal 27 130 ud/cm? This work
Si, SiO, Bilayer 2.6 120 pd/cm? This work
a-Si:H Huygens 0.6 30 ud/cm? 23
a-Si:H Huygens 8 800 ud/cm? 25
GaAs Huygens 60 310 ud/cm? 24
GaAs-AlAs-InAs QD embedded + Bragg mirror 20 2 to 3 mJ/cm? 21
Au-ITO Planar plasmonic crystal 80 NA 22
Au-Si Grating 60 2 mJ/cm? 55
V,05 Thin film 14 8 mJ/cm? 56

aQD, quantum dots; a-Si:H, hydrogenated amorphous silicon.

signal saturates. Overall, these results testify to the possibility
of achieving large amplitude modulations also in the case of
structure with moderate quality factor Q (in addition to those
with high Q°"). Thanks to the spectral properties of the GMR
exhibited by the proposed Si-based NLM, the observed sizable
modulation is achieved with intensity values much lower (up to
1 order of magnitude) than in other works, as summarized in
Table 2. Performances in similar experimental conditions were
reported™ in the case of a GaAs-based metasurface. Despite
being vastly employed for all-optical modulation due to efficient
generation and recombination of FCs, GaAs does not exhibit
such a widespread use in microelectronics and on-chip photon-
ics as Si.”*

3 Conclusions

In this work, we proposed an NLM to achieve giant modulation
of the reflectivity on an ultrafast timescale. We provided evi-
dence that such variation cannot be induced in bulk materials
or thin films employing fluences below 250 ym/cm? and that
the NLM plays a key role, i.e., it provided a sharp spectral varia-
tion, which ultimately leads to a giant reflectivity modulation
mainly induced by FC generation. We described the experimen-
tal results employing a simple, yet effective, numerical approach
based on CREM and RCWA simulations. We also unveiled the
nonlinear dependence of the modulation depth as a function of
the impinging fluence when the FCs are only responsible for the
reflectivity variation. In addition to unveiling the physics of the
ultrafast dynamics of photoexcited nonlocal Si metasurfaces,
our results proved that it is possible to induce large modulation
of the optical response inducing modest changes of the dielectric
constant, which is of paramount importance in the design of
ultrafast modulators and switches of the next generation, with
reduced energy consumption and an ultrasmall footprint.
Ultimately, the key ingredients for large optical modulation
are the presence of a sharp variation in the linear response at
equilibrium and its depth.
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4 Appendix A: Fabrication

We oxidize using a wet process (H,O-based) at 1100°C in a
furnace (Tempress) a 500-um-thick single-side polished (100)
Si wafer, yielding 1.1 ym thermal Si oxide. Then we coat the
wafer with an amorphous silicon (a-Si) layer by means of
low-pressure chemical vapor deposition. Silane (SiH,) is used
as a precursor. An additional dry oxidation and wet etching
(vaporized HF) are performed to accurately determine the final
thickness of the a-Si layer. The desired pattern is obtained using
DUV lithography. The grating is suspended by performing
a controlled and gentle etching of SiO,. Further details about
the fabrication process are provided elsewhere.”’

5 Appendix B: Equilibrium Linear
Spectroscopy

A home-built linear spectroscopy setup is employed to measure
the (at equilibrium) reflectance of the NLM at normal incidence.
We use a stabilized (fiber-coupled) tungsten—halogen lamp as a
broadband light source (Thorlabs SLS201L). The white-light out-
put is collimated by a parabolic mirror (Thorlabs RC12FC-P01).
Before impinging on the sample, control over light polarization
is accomplished by a polarizer (Thorlabs LPNIR100MP2) and a
half-wave plate (Thorlabs AHWP10M-1600). The light passes
through a beam splitter (Thorlabs BSN12R) and is focused on
the sample by a lens (Thorlabs LA1251, NA = 0.02). The re-
flected light is collected by a parabolic mirror (Thorlabs
RC12FC-P01), which is coupled to an optical fiber attached to
a spectrometer (NIR-Quest 512-17).

6 Appendix C: Numerical Simulations

The temporal dynamics of carrier density [N(At)], lattice tem-
perature [T(At)], and intensity [/(At)]are described by the fol-
lowing CREM consisting of a system of two coupled-ordinary
differential equations,
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{ N(At) = —[yN(At) + TN (At) + P(A1), @

C, - T(At) = Eq[yN (A1) + TN (A1),

where y is the bimolecular recombination rate, 7,gc is the FC
relaxation time, C), is the Si volumetric specific heat, Eg, is
the electron-hole pair energy, and W(A¢) is the time-dependent
FC generation rate per unit volume. Given the model accounting
for linear and nonlinear carrier absorption, E., is equal to
2rhc/4, for single-photon absorption or 4zhc/A, for TPA.
Moreover, ¥(At) = ®(Ar) + Oyps(At), where the linear and
nonlinear contributions are calculated as ®(At) = A4,I(At)/
(2zhcd) and ®pps(At) = Arpa(I)A,I(Al)/(4nhcd), respec-
tively, with A [Apps = 1 — e #wal(80d] being the linear (non-
linear) absorption and d being the top Si layer thickness. We
numerically solve the system in Eq. (4) assuming a Gaussian
temporal profile for the intensity of the pump laser pulse
I(Af) = \/2/7 - (Finc/7)) - exp(—2A1%/73), with 7, = 64 fs.

The equilibrium reflectance (Rzhw,s) of the NLM is
calculated” via RCWA™ as the zeroth order back-diffraction
efficiency (DE, ), by assuming geometrical parameters ob-
tained from SEM analysis of the fabricated NLM and disper-
sionless permittivities of the Si grating (eg;), SiO, buffer
layer (esip,), and Si substrate (gg,;). In particular, starting from
Refs. 45 and 46, the optical properties values are optimized (de-
viations <1%) to improve the matching between the calculated
Rytwa and the experimental data [Fig. 1(b)]. The out-of-
equilibrium reflectance spectrum is calculated via RCWA as
RY&wa = DE, (es; + A€, €si02, €sup ), Where the Si permittivity
&g; 1s modified by the variation Ae according to Egs. (1)—(3),
thus assuming only a photoinduced variation of the grating
optical properties.

7 Appendix D: Time-Resolved
Spectroscopy

Time-resolved spectroscopy measurements are performed in a
home-built pump—probe setup. The system is based on a femto-
second laser (Monaco, Coherent) delivering 300 fs pulses
centered at 1035 nm wavelength with 40 uJ energy ata 1 MHz
repetition rate. The laser output feeds a hybrid optical paramet-
ric amplifier (Opera-F, Coherent) generating idler (IDL) and
signal (SIG) beams. The IDL central wavelength is tuned at
~1400 nm (bandwidth 100 nm, full width at half-maximum)
and represents the probe beam of the experiment. The SIG out-
put radiation, centered at 820 nm, is frequency-doubled in a
6-mm thick barium borate crystal to generate second-harmonic
radiation at 4, = 410 nm (with a maximum pulse energy of
60 nJ); the latter is employed as the pump beam in the experi-
ments. The residual component of the 820 nm signal is removed
from the pump radiation by a bandpass filter (Thorlabs
FESHO0700). The intensity of the pump radiation impinging onto
the sample is controlled by a variable neutral density filter
(Thorlabs NDC-100C-4). In order to control the delay between
the pump and probe arrival time (at sample position), the optical
path length of the former is varied by a motorized linear delay
stage (Newport M-ILS150CCL). The pump and probe beams
are linearly orthogonally polarized, with the former being hori-
zontal and the latter vertical. In order to ensure a proper collec-
tion of the reflected radiation, the probe beam impinges onto
the sample at slightly off-normal incidence (¢ ~ 4 deg). After
the interaction with the sample, the reflected probe beam is
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collected and then dispersed on a spectrometer to achieve mod-
erate spectral resolution (1.5 nm in the 1300 to 1500 nm spectral
region). In particular, the reflected probe spectrum is measured
when the pump does (not) reach the sample, R°" (R°™), and this
provides the out-of-equilibrium (at-equilibrium) reflectance
Roy (Req)- The relative reflectance variation spectrum is then

calculated as AR/R = (Roy — Req)/Req = (R — RO /RO
(see Supplementary Material for more details).
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