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ABSTRACT

The thermodynamics of nanosystems is interesting, as they constitute the transition between the atomistic and solid states. This is empowered
by the development of tools to manipulate individual atoms and perform atomistic simulations and fundamental thermos-science, such as
microscopic time-symmetry and macroscopic time-asymmetry, the origin of time’s arrow, and photo-cryo-refrigeration. We examine here
the photo-thermo and time dynamics in 1-nm silicon nanoparticles with tetrahedral-molecular core-shell structure prepared ex situ and
suspended in solvents or re-constituted in films. We examined the temperature dependence of the quantum efficiency and time-dynamics
of the Stokes luminescence and its energy dependence across the band. With temperature, we get flat lifetimes but with delay in the onset
in agreement with a model calculation of above barrier emission. Our atomistic time-dependent density functional theory shows that Stokes
heating takes place in the molecular-like shell where the lifetime is in the nanosecond regime, whereas anti-Stokes cooling takes place in the
tetrahedral core where the lifetime is in the ms regime. Unlike doped glasses, we observed a 2-order of magnitude increase in the quantum
efficiency of the Stokes luminescence at 10° K. The increase in the quantum efficiency at low temperature, the high quantum efficiency
of stimulated anti-Stokes scattering and its anti-correlation with the luminescence, and the visible transparency/blindness due to quantum
confinement are requirements for solid state photo-cooling, which may afford an all-silicon photo-cryo-refrigeration, with potential full
integration into the CMOS silicon industry.

© 2022 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0091537

I. INTRODUCTION

Entropy (disorder/randomness) and the laws of thermodynam-
ics, especially the second law, have recently simulated a large volume
of research' * with discussions raging on its relation to the direction
of time, both in the classical world, where the statistical thermo-
dynamics regime holds with time being irreversible, and in the
quantum world, where single events are important with time being

reversible. One important aspect, which is presently under heavy
investigation, is photo-matter interaction and the direction of heat
transfer. In the case of atomic gas, this interaction leads to the
cooling of the gas when the energy extracted by photon emission
exceeds the energy introduced by photon absorption (exploiting
relativity/Doppler effect). The energy difference is drawn from the
translational kinetic energy of the atoms according to the relativity/
Doppler effect law.” In contrast,® laser cooling of macroscopic
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samples of condensed matter occurs when the additional energy
of the emitted photons must be taken out of the collective atomic
vibrations of the entire illuminated sample, i.e., the sample acts
as a heat reservoir. As such, the process is in violation of Stokes’
law and, hence, was coined anti-Stokes photoluminescence (ASPL).”
Stokes law stipulates that the interaction results in heat (collective
vibrations) taken from the electric/photon energy of the system.
Moreover, the anti-Stokes process seemed to be in violation of the
second law of thermodynamics since there is an entropy loss in the
sample. However, the thermodynamic viability of the anti-Stokes
process was resolved by Landau®’ by accounting for the contri-
bution of the incident and emitted photons to the entropy of the
system. He showed theoretically that the entropy lost by the sample
upon cooling is compensated by an increase in the entropy of the
light photons because of the loss of monochromaticity and beam
directionality.”’

Successful cooling of solids has been achieved in limited situa-
tions by implanting/doping ions in the solid such that the ions play
the role of the fluorescing agent. An example of this is implanting
rare-earth atoms in a host glass solid.'"’”'* Using thulium-doped
glass, cooling by more than 70° K has been attained."* However,
due to their use in a variety of optoelectronic devices, and their
promise of providing cooling to a temperature of 10° K as compared
to 70° K, it is far more desirable to achieve laser cooling in homo-
geneous systems (semiconductors). However, it has been proven
experimentally that such cooling by anti-Stokes photoluminescence
ASPL in the condensed phase is more difficult to achieve. The diffi-
culty may be understood when considering the requirements of the
process. These include high photoluminescence quantum-efficiency
(low non-radiative recombination rate), strong anti-Stokes transi-
tion (strong coupling between phonons and excited states), weak
trapping, and reabsorption, i.e., optical transparency and escape of
the anti-Stokes emission, which otherwise would cause re-heating of
the sample. Despite numerous experimental attempts, " '* net laser-
cooling in the semiconductor has only lately been reported due to
the above challenges.

Cooling challenges in semiconductors can be significantly
alleviated by employing quantum-confined nanostructures.'* The
novel optical and thermal characteristics of nanostructures and
the development of ever more sophisticated experimental tools to
manipulate individual molecules, and the widespread use of all-atom
simulations empowered the growing interest in the thermodynamics
of small systems.'” For instance, the problem of light extraction
is remedied when the emission wavelength is larger than the
size of the nanostructure. In contrast to bulk semiconductors or
heterostructures, the quantum efficiency of some nanostructures,
such as double-heterostructure GaAs/GalnP nanostructures, can be
enhanced to close to unity over a wide range of temperatures;””’
as well as improving the efficiency of ASPL processes.”” ' In the
nanosystem, the number of atoms is countable (finite), and as
such, they may not be pure solids nor pure atoms/molecules, rather
they constitute the transient between them. While the second law
emerges from the statistics of huge numbers, nanosystems afford the
study of relatively few degrees of freedom. For instance, the study
of small systems affords the opportunity to examine the question
of how can microscopic equations of motion that are symmetric
with respect to time reversal give rise to macroscopic behavior that
clearly does not share this symmetry (the origin of time’s arrow).
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Nanosystems may also show some surprises when testing the sec-
ond law of thermodynamics under non-equilibrium conditions.””
Scientists found that in a silica nanoparticle trapped and cooled,
heat flows from cold to hot.** After fast deposition of energy in
the 1-nm nanoparticle using femtosecond light, the particle suf-
fers structural relaxation into an equilibrium geometry with reduced
bandgap, releasing light with less heat and entropy of the system.*’
A 50-nm-thick membrane of silicon nitride creates more entropy
when measuring time more accurately.”

Among all semiconductors, silicon is the most challenging
since it is an indirect bandgap material. Yet, silicon is highly reward-
ing at the nanoscale.” " ™ For instance, sub-3-nm, in general, and
1-nm Si nanoparticles, in particular, are unique by being not a pure
solid bulk, but rather a mix of solid and molecule natures. Being at
the transition of solid and molecule phases, much of the character-
istics that are most applicable to bulk may not be fully applicable,
affording novel characteristics. Novel characteristics include reduc-
tion of non-radiative dangling defects (Pb-centres), and capture rate
on them,’* strong optical nonlinearity,”* " high luminescence quan-
tum efficiency, strong anti-Stokes light scattering,*’ stimulated and
laser gain coefficients,'""* blindness (transparency) to visible radi-
ation, resulting from quantum confinement,” ™ as well as drop
in the refractive index. Despite those interesting characteristics,
there remain challenging fundamental issues relevant to thermody-
namic applications. These include understanding the interconnec-
tion between the solid/molecule natures with regard to cooling and
heating processes, Stokes and anti-Stokes processes, quantum effi-
ciency, onset and lifetime, as well as the wavelength dependence of
the luminesce band, as well as their thermal characteristics, espe-
cially at low temperature down to 10° K. This is pivotal in view
of the fact that for a rare-earth-doped system, the population at
the top of the ground state manifold of energy levels dramatically
decreases as the temperature drops below 100° K, strongly reducing
the efficiency of the cooling process. On the other hand, semicon-
ductors are promising materials because, unlike implanted ions,
the lower energy valence band is expected to be populated even at
temperatures close to absolute zero because they are governed by
Fermi-Dirac statistics. >’

In this paper, we examine photo-luminescence and time
dynamics of 1-nm silicon nanoparticles prepared ex situ and recon-
stituted in thin films on silicon wafers or dissolved in organic
solvents. We conduct thermal studies of the intensity, quantum
efficiency, and the lifetime dynamics of the luminescence over the
range of 300°-10° K. We record the time dynamics of the Stokes
luminescence (lifetime and onset of emission) and the temperature
dependence over the range of 300°-100° K, as well as the wavelength
dependence across the luminescence band. We also examine the
temperature dependence of the quantum efficiency of luminescence
for temperatures over the range of 300°~10° K. Our results show,
unlike rare-earth-doped glass, a 1-2-order of magnitude increase of
the quantum efficiency at low temperatures because of Fermi-Dirac
statistics and time delay in the onset of the photoluminescence.
We perform atomistic time-dependent density functional theory
(TDDFT) calculation to determine the time dynamics of absorp-
tion and emission as well as develop a model for understanding
the thermal Stokes emission above the barrier between the solid
and molecular states. The measurements are consistent with time
dynamics obtained from atomistic TDDFT calculation of the ground
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state (HOMO) and the first excited state (LUMO) as well as emis-
sion time dynamics over the indirect, direct, and transition regimes.
The features are also in agreement with a rate equation model
developed for above-barrier thermal emission. The atomistic sim-
ulations indicate that the anti-Stokes cooling process occurs in the
tetrahedral indirect regime in which the emission lifetime is in
the millisecond regime, while the Stokes heating process occurs in
the molecular regime where the emission lifetime is in the nanosec-
ond regime. Photon cooling via anti-Stokes photoluminescence
promises to realize all-solid-state photo-cryo-refrigeration. Small
optical nanosilicon refrigerators afford the potential for full integra-
tion into the CMOS silicon industry, while ex situ synthesis with a
high degree of reproducibility allows better control and manipula-
tion of device fabrication. Moreover, nanosilicon affords the poten-
tial for full integration into the CMOS silicon industry, as well as a
high degree of reproducibility and control in their fabrication and
manipulation.

Il. EXPERIMENTAL PROCEDURES

A. Synthesis of Si nanoparticles and their prototype
configuration

The nanoparticles are produced by dispersing silicon
wafers.”***'">7 The wafers are (100) oriented, 1-10 Q cm resistiv-
ity, p-type boron doped silicon. The process uses lateral anodization
in a mixture of hydrogen peroxide and HF acid. The particles
produced are H-passivated with a mono-hydride. Subsequent
immersion in ultrasound acetone or water bath dislodges the
ultrasmall particles from the top layer of the wafer. Excitation of
the particle solution by radiation at 355 nm produces deep blue
emission, which is observable with the naked eye, in room light.
High-resolution transmission electron microscopy (TEM) of a
thin graphite grid, which was coated with the particles, shows that
the particles are 1 nm in diameter with 10% dispersion. A photon
counting spectrofluorometer with a Xe arc-lamp light source excita-
tion and 4 nm bandpass excitation and emission monochromators
is used to record under ambient conditions the photoluminescence
spectra of a colloid in isopropyl alcohol. The emission spectrum
from a typical sample under 350 (365) nm UV excitation is shown
in Fig. 1(a). A distinct emission band is observed centered at 440 nm
and a weaker band at 480 nm. High-resolution TEM was used to
image the particles as shown in Fig. 1(b).

Figure 1(c) shows a qualitative cartoon of the formation of the
1 nm particle configuration.”®”” The structural prototype is arrived
at by first carving out a sphere of 1-nm diameter from a single
crystalline silicon wafer. The sphere contains 29 silicon atoms and
36 broken bonds. The 36 broken bonds are terminated with hydro-
gen atoms. The bandgap of the particle is fine-tuned by stripping
pairs of nearby hydrogen atoms allowing the silicon atoms to recon-
struct forming Si-Si bonds, resulting in a SizgHz4 structure with a
bandgap of 3.5 eV, close to the experimental value. The geometry
optimizations were carried out using density functional generalized
gradient approximations with a PW91 functional and 6-31G* and
6-31G™* basis sets. The relaxed configuration (Td symmetry) shows
five atoms constituting a single tetrahedral core and 24 atoms consti-
tuting a H-terminated reconstructed surface or shell (SizoHz4), with
six reconstructed dimers, and a center atom.*” The SizoHy4 particle

ARTICLE scitation.org/journall/adv

is a mix of solid and molecule states, exhibiting solid-like behavior
as well as molecule-like behavior.

B. Film sample preparation

For the lifetime measurements, a colloid or suspension is
formed. Several samples are prepared in isopropyl, benzene, and
THEF. The quality of samples is checked by excitation with UV radi-
ation to ensure the presence of the characteristic blue luminescence.
The luminescence of colloid samples can be seen with the naked eye
under irradiation by a laser beam at a wavelength in the range of
254-400 nm or by an incoherent Hg UV lamp at a wavelength of
365, 300, or 254 nm.

For nonlinear optical studies, Si particles are precipitated by
dropping a large volume from a water colloid on a device quality
silicon or glass wafer. The water is allowed to dry over an extended
period (days) to allow the nanoparticles to self-assemble and recon-
stitute into a thin close-packed film (a few micrometers thick).
Under drying and solidification, the thin film shatters into irregular
micrometer sized amorphous pieces due to mechanical strain. Crys-
tals of 50-100 ym across that are transparent (see-through) can be
easily made. For the low temperature measurements, small volumes
of the nanoparticle are drop-dried from an isopropyl colloid. Since
alcohol dries quickly, particles dry before they had the chance to
recrystallize, making thin films of random, very small amorphous
crystals. When the precursor colloid is a soup of nanoparticles of
several sizes, such as 1, 1.67, 2.2, and 3 nm, which luminesce in the
blue, green, orange, and red parts of the optical spectrum, respec-
tively, one can see, using UV irradiation, that the same size particles
are assembled. Luminescent photos taken under UV irradiation of a
film prepared on the device quality silicon using electro-deposition
from an alcohol colloid show crystals with different colors of
luminescence.

C. Measurement procedures
1. Time-resolved photoluminescence

The apparatus uses a single-photon pulsed laser excitation
to excite a sample’s fluorescence. The laser excitation source is
a second harmonic of a solid state diode-pumped mode-locked
Ti:sapphire laser with 150 fs pulses operating at an 80 MHz rep-
etition rate.”””* The mode-locked output is frequency doubled by
a potassium di-deuterium phosphate (KDP) nonlinear crystal. The
fluorescence from the nanoparticle suspension is measured by a
grating monochromator. The 80 MHz repetition rate of the excita-
tion laser sets an observable time window of 12.5 ns. Two geometries
were used in the acquisition of photoluminescence data. In the
“vertical” configuration, the excitation beam is directed vertically
through the base of a quartz nanoparticle colloid cuvette.

2. Quantum efficiency procedures

The quantum efficiency with temperature was measured using
a single photon excitation scheme as follows. Thin films of nanopar-
ticles were placed in the vacuum chamber and cooled to 10° K. The
setup provides a resolution of 2 meV (0.05 A). For detection over
extended photon ranges, GaAs-based photocathode tubes are used
(GaAs and GalnAs:Ce).
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Ill. EXPERIMENTAL RESULTS

A. Thermal dependence of Stokes-luminescence
lifetime

We measured the Stokes luminescence lifetime using a low
density colloid of the nanoparticles as a function of temperature.
We made measurements at different temperatures. Figures 2(a)-2(c)
show the experimental time traces at the three temperatures 291°,
180°, and 130° K. They were taken under 780 nm excitation. The
working range of the free decay is ~2-11 ns within the 0-12 ns
duty cycle. Figure 2(a) shows that the background is ~10% of the
maximum yield. This value of the background shows that the 1-nm
nanoparticle has predominantly short lifetimes of ~12 ns. We
analyze the time dynamics to a single exponential function and a
constant that may account for any decay with a long time charac-
teristic. The procedure yields 2.6 + 0.3 ns for the lifetime. We next
analyzed the decay to multiple decay rates. For two rates, we get life-
times of 1 and 3 ns with amplitude branching ratios of 1-4 and a 5%
constant.

We observe no change in the lifetime at different tempera-
tures in this range. However, a sizable shift in the onset of decay
is observed, especially at the lower temperature. The vertical line
highlights the 0.28 + 0.08 ns peak shift at low temperature. The emis-
sion is fast but the population transfer is sensitive to temperature. It

scitation.org/journal/adv

FIG. 1. (a) The emission spectrum from
one of the samples under 350 nm UV
excitation. A distinct emission band is
observed, which is centered at 440 nm,
and a weaker band at 480 nm. (b)
High-resolution TEM image of the 1-nm
silicon particles. (c) A qualitative car-
toon description of the formation of the
1 nm particle configuration. A sphere of
1 nm diameter is carved out. A realistic
structural prototype started from a single
crystalline silicon wafer. The sphere con-
tains 29 silicon atoms and has 36 broken
bonds. The 36 broken bonds are termi-
nated with hydrogen atoms and cleaned
to a single Si-H of 24 hydrogen atoms.
The number 29 is a magic number for the
Td symmetry and spherical shape.

8 Delay time [— 291k

— 130K
— 110K

1.5

1.2

0.9

0.6

Normalized Counts

L v it
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FIG. 2. Time-resolved photoluminescence in a typical trace at room temperature,
taken under 780 nm excitation. The working range of the free decay is ~2-11 ns
within the 0-12 ns duty cycle. The flat steady-state background is due to the
accumulation from decay rates with a long characteristic time scale. (a)—(c) Experi-
mental time traces at the three temperatures 291°, 180°, and 130° K, respectively.
The vertical line in (a)-(c) is at 0.28 + 0.08 ns peak shift at low temperature.
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shows that the buildup of the population of the emitting state is faster
at a higher temperature. This points to the presence of a potential
barrier between the absorption and emission channels, which will
be analyzed below.

We also measured the lifetime for different excitation wave-
lengths. Measurements using 800 nm excitation gave 1 and 3 ns with
a 1-4 amplitude ratio and a 6% background constant. Measurements
using 760 nm excitation gave 1 and 3 ns with a 1-4 amplitude ratio
and a 7% constant. Setting the constant to near zero, the fit gives rates
of 1.6 and 6 ns with an amplitude ratio of 1.3 to 1. The variation of
rates with wavelength is found to be insignificant.
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B. Wavelength dependence of lifetime
of luminescence

We explored the energy dependence of the radiative lifetime

. . k . . 400 500 600
by conducting experiments at different detection photon energies. 200 300
We also used different solvents and orientations of the detection Wavelength nm
slit, as shown in Fig. 3. The error bars shown represent the standard
deviation in the lifetime fitting parameters as reported by the fitting

routine. In all room temperature measurements, the nanoparticle
decays required two exponential terms to adequately describe the
decay, one ~3 ns component and one ~0.5 ns component as shown.
The long component had the largest amplitude at all emission
energies except those with a strong solvent Raman signal.
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We examined the strength of the photoluminescence as a func-
tion of temperature in the range of 300°-10° K. We used the incident \*
photon energy from a synchrotron source in the range of 4.8-22 eV. 0 T T
Figure 4(a) presents the luminescence spectrum with the sample 0 100 200 300
cooled to 10° K and under excitation with an incident photon

Temperature K

3

C. Temperature dependence of the quantum
efficiency
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FIG. 4. Photoluminescence from the hydrogenated 1.0-nm nanoparticles (SizgHz4)

Emission Wavelength (nm) taken under continuous wave (CW) synchrotron radiation. (a) The luminescence
689 620 564 517 477 443 413 387 spectrum over the range of 250-650 nm, with the sample cooled to 10° K,
L and under excitation with the incident photon energy of 5.4 eV. The spectrum
404 shows multiple wide luminescence bands in the UV at 265, 310, and 350 nm,
- : as well as a visible band in the deep blue. (b) Intensity at the peak of the blue
359 band at 430 nm as a function of temperature in the range of 300°~10° K. The
53 & fitting curve is a two internal crossing model it (excited singlet-excited triplet cross-
3.0 " P . } ing and excited friplet-ground singlet crossing). The fit uses activation energy of
s Wl e %, es 22 1300°-1500°K.
£
o .
é 2.0 4 >
L
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energy of 5.4 eV. The luminescence is measured over the range of
1.0 1 . s ¢ 250-650 nm using a 250 nm blaze grating. The spectrum shows mul-
05 0000000000338 s e o0 P o tiple wide luminescence bands in the UV at 265, 310, and 350 nm,
7 © .:-“533: ey R - as well as a visible band in the deep blue. The blue band, which
0.0 — - . peaks at 425 nm, commences at 380 nm and has a long wavelength
1.8 2.0 22 24 26 28 3.0 3.2 tail as deep as 580 nm. The blue band is the lowest lying visible
Emission Energy (eV) luminescence band. We should note that the observed bands are

overlapping enough to constitute an underlying near continuum.
FIG. 3. The radiative lifetime at different detection photon energies and different Figure 4(b) shows the intensity at the peak of the blue band at 430 nm
solvents and orientations of the detection slit. The error bars shown represent the function of temperature. The intensity d monotonicall
standard deviation in the lifetime fitting parameters. asa function o .e peratu .e. ¢ Intensity decays mono 0, ca Y.as

the temperature increases, i.e., the response does not show intensity
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maximum down to the lowest temperature of 10° K accessible in our
experiment. Figure 4(b) shows that the intensity of the blue lumi-
nescence band exhibits an enhancement of two orders of magnitude
at 10° K compared to room temperature. The increase of lumines-
cence at a lower temperature is pivotal for cooling applications in
view of the fact that for a rare-earth-doped system, the population
at the top of the ground state manifold of energy levels dramatically
decreases as the temperature drops below 100° K, strongly reducing
the efficiency of the cooling process."” " In addition to the triplet
crossing effect, the increase in the quantum efficiency with tem-
perature reduction can be impacted by the statistics of the system.
Contrary to rare-earth-doped systems, in the nanosilicon material,
the quantum efficiency increases with a decrease in the temperature
all the way to 10° K, as studied in this experiment. Unlike implanted
ions, the lower energy valence band of silicon is expected to be pop-
ulated even at temperatures close to absolute zero because they are
governed by Fermi-Dirac statistics.”* >’

D. Excitation measurements (nhanosilicon
transparency)

Figure 5 presents (in green) on the lower left our measure-
ment of the excitation spectrum as a function of the incident
photo-energy over the range of 5-13 eV while monitoring the lumi-
nescence at 430 nm. Superimposed is a plot of the photo-absorption
spectrum calculated using time-dependent density functional theory
(TDDFT) in the energy range of 0-25 eV.” The luminescence
intensity (vertical scale) is arbitrary while the luminescence pho-
ton energy (horizontal scale) is the same as that of the absorption
scale. Excitation spectra are effectively the product of the absorp-
tion and the luminescence quantum efficiencies. Beyond 13 eV
(not shown), the excitation spectrum falls slowly and somewhat
smoothly. Figure 5 shows that the strongest luminescence is at 6.3 eV
when the absorption is only 8% of the maximum absorption (at

30

25 -
Single
20 electron

; | lonization Surface lonization
D 151

-

-~ Two-electron
v 10 lonization

Emission (au)

Energy (eV)

FIG. 5. Photo-absorption spectrum S of hydrogenated 1.0-nm nanoparticles
(SingHo4) calculated using TDDFT in the photon energy range of 0-22 eV.¢ The
population right of the absorption (in black) is adapted from Rao et al., Phys. Rev.
B 69, 205319 (2004). Copyright 2004 American Physical Society. Superimposed
on the lower (in green) is our measurement.
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~9.0 eV), i.e., the strongest excitation is not when the absorption is
the strongest. It is to be noted that in the experiment, the absorp-
tion at the incident photon energy and the observed anti-Stokes
scattering is only 0.17% of the maximum absorption of the film
(at ~9.0 eV).

This measurement shows that this configuration design pro-
vides a convenient compromise between absorption, emission, and
transparency. This is important for cooling applications since it is
to be noted that the transparency at the working frequency in a
cooling system is a pivotal condition for successful photo-cooling
of solid samples. Transparency to luminescence/scattering photons
reduces heating in the bulk of the film. Post loss to heat and availabil-
ity of the light source with high intensity, significantly minimizing
re-absorption of the luminescence, may cause post absorption and
heating effects. In other words, this minimizes light re-absorption
and trapping, hence allowing high efficiency of extraction of the
light and preventing heating effects. In the case of films of 1-nm
silicon nanoparticles, the widening of the gap from 1.1 eV to nearly
3.3-3.4 eV due to quantum confinement makes the 1-nm nanopar-
ticles nearly 100% transparent (or blind) in the infrared, visible, and
near UV (wavelengths A > 370 nm).

IV. THEORETICAL SIMULATIONS

A. Atomistic calculations of the molecular-solid
structure

To analyze the thermo-time dynamics in 1-nm particles, we
must calculate the relevant molecular structure and energy levels of
the particle. Since in the experimental preparation, the 1-nm par-
ticles come in different surface re-construction conditions (SizoHy)
where x is the number of hydrogen atoms (36-x is twice the number
of dimer structures) on the surface shell, we calculated the structure
of SizoH,4 and SizoHz4, corresponding to six-dimers and one-dimer
cases, respectively. We used the General Atomic and Molecular
Electronic Structure System (GAMESS) quantum chemistry com-
putation package’®”’ with the time-dependent density functional
theory method using the local density approximation (TDLDA). The
ground and first excited states were calculated in the 6-311G™ * basis
set’® using the Becke three-parameter non-local exchange func-
tional® with the Lee, Yang, and Parr non-local electron correlation
functional (B3LYP).®” Figure 6(a) shows the energy surfaces of the
ground and first excited states along with oscillator strengths for
the six-dimer case (fully re-constructed surface) as a function of
the inflated dimer bond R. It shows the presence of an inter-well
potential barrier at ~0.3 nm, separating two regions. Below 0.3 nm is
bulk-like and above 0.3 nm is molecular-like. Figure 6(b) shows the
corresponding lifetimes obtained from the oscillator strengths. The
calculated spectra show that the fast lifetime of luminescence drops
rapidly as we approach the barrier where the radiative nature begins,
then it becomes flat, which indicates that, in the region of inter-
est of 2.8 eV, the response is nearly independent of wavelength (the
wavelength response is flat response) in agreement with the present
measurements.

The lifetime plot in Fig. 6(b) shows that it swings from a
second scale (which is considered as good as infinitely long) to a
nanosecond scale, which is representative of fast emitting materi-
als. The long lasting emission emanates from the tetrahedral part of
the structure (core), which is mostly in the interior of the particle.
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FIG. 6. Atomistic calculation of the molecular structure of the 1-nm nanoparticle
with different surface reconstruction conditions (the number of surface dimers)
as a function of the inflated dimer bond R. (a) Ground and first excited singlet
energy surfaces of SiogHy4 (six dimers) optimized individually using TD-DFT along
the reaction coordinate of the dimer bond R, with the corresponding oscillator
strength. The barrier height is 90 meV. (b) Corresponding lifetimes obtained from
the oscillator strengths plotted on the energy level diagram.

The long lifetime in the tetrahedral part is due to the fact that quan-
tum mechanically the emission is forbidden due to the tetrahedral
(TD) symmetry that dictates zero transition dipole moment. The fast
emission emanates from the molecular dimer-like part (shell) near
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B. Triplet temperature dependence

We now examine the impact of triplet crossings on the temper-
ature dependence of blue luminescence. A prospective mechanism is
based on the singlet-triplet state crossings. The existence of singlet-
triplet crossings was established using time-dependent density func-
tional theory (TDDFT) atomistic calculations and simulations.”’ *
We approximate the particle by a restricted three-level (-state) sys-
tem: ground singlet state, excited singlet state, and excited triplet
state. The mechanism is based on the crossing of the lowest triplet
state with the lowest singlet state as well as with the ground state (sin-
glet). We set up the rate equations for the interaction of the system,
with ns, nt, and ng being the population densities for the excited sin-
glet state, excited triplet state, and ground singlet state, respectively.
In the model, optical excitation, at high lying singlet states, populates
the lowest singlet. The singlet is coupled to the triplet state through
thermal activation and to the ground state via absorption and emis-
sion of radiation and non-radiative recombination. The triplet state
is coupled to the ground state via electron scattering at the crossing
point (re-circulate the population back to the singlet part of the sys-
tem) and to the singlet state through electron scattering and thermal
activation. The population constraint is ns + n¢ + ng = ng. The popu-
lation and final luminescence spectrum is a result of these competing
coupled processes. Solving the rate equations in the steady state limit
gives the following expression for the intensity:

Intensity = IRo/(1 + RmExp[T/Tm](Ra + Re)/(Remi (ReExp
x [=T/T] + Re)) + (Ra + RaBxp[T/Ta]) /Remi),

where the parameters are defined as follows: R, is the rate of absorp-
tion from the ground state to the excited singlet state, Remi is the
radiative rate from the excited singlet state to the ground state,
resulting in the emission of a photon, and Ry, = Rno Exp[T/T4] is
the non-radiative rate from the excited singlet state to the ground
state, resulting in heat. The rest of the rates involve the triplet state.
Rum is the rate of mixing of the excited singlet with the excited triplet
due to collisions, Ry = Ry Exp[—T/T] is the thermal activation rate
from the triplet to the excited singlet, and R is the rate of conver-
sion down from the triplet to the ground state at the crossing point
of the extended bond. We used the activation energy in the range of
1300°-1500°K. Figure 5(b) shows the experimental results and the
fit to the data using this model.

C. Thermal emission above barrier

A delay in the onset of luminescence with temperature was
observed in Fig. 2(b). We analyze this temperature dependence of
the emission using inter-well barrier thermal activation of the one-
dimer case. For this case, a harmonic extension of the outer well
was used to extend the potential beyond the range of dimer sepa-
rations considered. We then numerically solved for the double well
eigenenergies,’* as shown in Fig. 7(a). We assume that, upon UV
excitation, the nanoparticle begins in the inner well and quickly
forms a quasi-equilibrium with the solvent. The thermal statistical
distribution of energies measured from the inner well equilibrium
follows a Boltzmann distribution of the form

—e/k
and beyond the potential barrier, which is located on the surface of P(e,T) = g(ee e/kT 0
the particle. ’ zZ(T) ’
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FIG. 7. (a) Numerically solved double well vibration eigenenergies in the six-dimer structure. We assume that upon UV excitation, the nanoparticle begins in the inner well,
with 7y, being the lifetime for thermal excitation over the inter-well barrier and .54 being the lifetime for emission of a photon from the outer well. (b) Calculated Boltzmann
probability for finding the system with an energy above the inter-well barrier as a function of temperature for the six-dimer particle. (c) Calculated temperature dependence
of these thermal escape lifetimes. The curves represent the escape probability at the 1 — e='0.632 level (dot). The measured average radiative lifetime of 2.9 + 0.2 ns is
shown for reference (solid line). (d) Predicted time traces at the highest (290° K) and lowest experimental temperatures (110° K) for a barrier of 90 meV.

Z(T) =37 g(e)e ™, )

where g(¢) is the degeneracy at energy E. We treat the problem as a
one-dimensional system with the dimer bond length as the general-
ized coordinate so that each nuclear vibrational level will be singly
degenerate, making g (¢) = 1. The probability of attaining an energy
greater than the barrier height Ep is then

1 o -
P(e>EpT) = ZT) e 3)
1 Emax _—¢/kT
N — N 4
Z(T) Zs=Ege ( )

where Enay is a cutoff energy chosen so the probability of occupa-
tion P (EmaxT) from Egs. (1) and (2) is less than 107 of P (Eg;T).
These total system eigenenergies were then inserted into Egs. (3) and
(4). The resultant probability of finding the system with an energy

above the inter-well barrier is plotted as a function of temperature
in Fig. 7(b).

A simplified model of this scenario proceeds in two steps: first,
the system forms an initial quasi-equilibrium distribution in the
inner well, creating a Boltzmann distribution of energies. Second,
any states with E > Ep are assumed to escape the inner well with
100% probability and immediately be transferred to the outer well.
The probability to subsequently remain in these states is, therefore,
set to zero (mimicking the emission of a photon). Each pass through
these two steps is referred to as one “redistribution.” In essence,
each redistribution renormalizes the total probability to remain in
the low-lying states (near the bottom of the inner well for example).
For the roughly 20 meV spacing of the energy levels near the inner
well minimum, this time is 2n/w = h/8E ~ 0.1 ps. In this simpli-
fied scheme, the number of redistributions n required to leave the
well with a target probability may be calculated according to the
following expression:

(1 - Pturget) = (Premain)n = (5)
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"= 11‘1(1 - Ptarget) i (6)

In Premain

Premain:ﬁzxsge*‘/”' )
Multiplying the required number of redistributions by the estimated
timescale for a single redistribution generates an order of magni-
tude estimate of the time required for the excited nanoparticle to
escape the inner well thermally. Using a target probability to leave
the well of 1 — e™' generates the estimated thermal escape life-
time. Figure 7(c) summarizes the temperature dependence of these
thermal escape lifetimes. The estimated thermal escape lifetimes
become comparable to the measured radiative lifetime of 2.9 ns at
temperatures below ~130° K.

As shown in Fig. 7(a), we designate 7y, as the lifetime for
thermal excitation over the inter-well barrier and designate 7y,q
as the lifetime for the emission of a photon from the outer well.
Following the experimental results, we choose Tr,q = 0.9 ns. More-
over, the radiative lifetimes are assumed to be temperature inde-
pendent, as the experimental data above showed no appreciable
change with temperature, while we take 7y to be temperature
dependent.

We represent the two subsequent first-order decays using a rate
equation model. An initial excitation into the bottom of the inner
well reaches an energy above the barrier with a characteristic time
7. After some thermal relaxation, the nanoparticle subsequently
emits a photon from the outer well with radiative lifetime 7yyq.
Mathematically, the relations appear as

ki kra
Inner Well = Outer Well —> Ground State,

dN;

—— = —kyNy, 8
dt thiNT ()
dNo

—— = ky,No, 9
T #No 9

where N; and No are the number of nanoparticles in the inner and
outer wells and the rate constants ky, and kg are 1/74 and 1/7..4,
respectively. We have assumed that there is no feedback from the
outer well back to the inner well. These coupled equations have the
solution

N[(t) = N]oe_t/T'h, (10)
_ Nj __t _t
No(t) = Noge Ty %(e Tad — e T ) (11)
T T

where Npo and Noy are the initial numbers of nanoparticles in the
inner well and outer well at the moment of excitation, respectively.
Since the experimental excitation energy promotes nanoparticles
to low-lying inner well states, the initial number of nanoparticles
in the outer well is set to zero. This is in accordance with the
Franck-Condon principle in which absorption or emission of a
photon in a molecule (undergoing an electronic transition) of the
nuclear configuration experiences no significant change. In other

ARTICLE scitation.org/journall/adv

words, since absorption and emission are very fast processes, the
inter-nuclear distance does not change, and thus the transitions are
represented as vertical lines. The projected theoretical emission time
trace is then given by the second term in Egs. (10) and (11).

Figure 7(d) shows the predicted time traces at the highest and
lowest experimental temperatures using this expression with the
estimated 7y, from Figs. 7(b) and 7(c). At room temperature, the
thermal escape lifetime is much faster than the radiative recombina-
tion time. The outer well state is populated quickly, climbing to the
peak emission strength rapidly. In contrast, at 110° K, the thermal
excitation lifetime (4 ns) is longer than the radiative lifetime. The rise
to the peak emission strength is much slower, leading to a maximum
in the time.

Thermal escape times were calculated with Egs. (5)-(7)
using several different energy barrier heights. Since the outer well
is much wider and deeper than the inner well, the energy level
spacing was assumed to be relatively unaffected by altering the
barrier height. The resulting thermal escape lifetimes as a function
of temperature and different barrier heights are shown in Fig. 8(a).
Using these estimates for the thermal escape lifetimes, we calculate
an array for the onset as a function of temperature and different
barrier heights. The results show that the best fit is for a barrier
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FIG. 8. (a) Thermal escape times calculated using several different energy barrier
heights. (b) Predicted time traces at the highest (290° K) and lowest experimental
temperatures (110° K) for a barrier of 50 meV. (c) Time traces of the experimen-
tal data (top-to-bottom) at temperatures of 290°, 180°, and 130° K, respectively,
along with the calculated shift of the onset of luminescence at a low tempera-
ture showing good agreement. The estimated thermal escape lifetimes become
comparable to the measured radiative lifetime of 2.9 ns at temperatures below
~130° K.
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height of 50 meV. Figure 8(b) shows the calculated time dynamics
at 290° and 110° for a 50 meV barrier height. We see a shift of
0.29 + 0.08 ns at 110° K. This agrees well with the experimental
value of 0.28. Figure 8(c) shows the experimental data [reproduced
from Fig. 3(b)] along with this result, showing excellent agreement.
While the calculated barrier height of 90 meV is larger than the data
warrant, the localized wave functions in the outer well are qual-
itatively consistent with short lifetimes. Simple dimer stretching,
therefore, appears to give a good qualitative picture of the nature
of silicon nanoparticle radiative recombination but does not accu-
rately predict the recombination dynamics. The measured lifetimes
and temperature-dependent fluorescence time traces both require
molecular rearrangements with much faster lifetimes and smaller
relaxation energy barriers than this simplistic model predicts. As the
TDLDA calculations performed in this work considered only simple
dimer stretching under C2v symmetry, there well exist more com-
plicated relaxation pathways between the inner and outer well states,
which reduce or even circumvent the inter-well barrier.

In fact, recent advances in excited state simulation and relax-
ation strategies showed that the barrier traps excitation into the indi-
rect channel, hindering emission. Enlarging the number of dimers
reduces the potential barrier monotonically to a finite limit not suf-
ficient for strong emission to proceed. However, being trapped in
the excited state, the particle experiences strong strain and structural
instability, which triggers non-radiative, structural relaxation to
lower energy manifolds, allowing the trapped energy to be strongly
released radiatively, i.e., creating a direct path for emission without
crossing the barrier and effectively mimicking the lowering of the
barrier.”’

The time delay observed is in agreement with the calculated
delays using the model. The emission is fast but the population
transfer is sensitive to temperature. It shows that the buildup of the
population of the emitting state is faster at a higher temperature.
This is indeed consistent with the presence of a potential barrier
between the absorption and emission channels. It is to be noted that
the emission spectra are found to be largely independent of excita-
tion energy in the range from 4.6 eV up to 7.5 eV. However, in this
range, above barrier excitation takes place followed by relaxation to
the top of the barrier region.

V. DISCUSSION

It is interesting to mention that the 1-nm silicon nanoparticles
were previously reconstituted into microcrystallites on device-
quality Si.*’ The film was excited at room temperature by a near-
infrared laser in the range of 750-830 nm with the radiation focused
to ~1 ym. The procedure employed a two-photon excitation process
in normal incidence using a mode-locked femtosecond Ti:sapphire
pulses of 150 fs pulse duration and peak intensity of 2 x 10"
—4 x 10" W/cm?. The response shows narrow radiation at half the
incident wavelength with the peaks (second harmonic). The power
dependence of the emission recorded showed a quadratic response.
Ionic vibration of or/and excitonic trapping on the radiative Si-Si
dimer phase, found only in ultrasmall nanoparticles, were suggested
as a basic mechanism for inducing anharmonicity that breaks the
centrosymmetry. Although the results were discussed in terms of
second-harmonic generation, it was noted that bulk silicon is known
to have negligible nonlinearity, being zero at the second order level
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(not allowed) and very small at the third order level. It was also noted
that no measurable harmonic generation from control Si substrates
with no nanoparticles deposited. The spectra also show anti-Stokes
scattering peaks at blue-shifted by 10 nm from the second harmonic
peak.

The response from different parts of the film reveals some
relationship between the second harmonic and the luminescence.
Spectra, in general, have a harmonic peak, a blue band, and a weaker
green/yellow band. The harmonic peak anti-correlates with the blue
band but correlates with the green/yellow band. Those anti-Stokes
results are believed to be a special case of the general case of coherent
anti-Stokes Raman scattering (CARS).” In the CARS process, an
incident pump laser beam (at frequency wpump) and an incident
Stokes laser beam (at frequency wseokes) interact, producing an anti-
Stokes signal at frequency CARS = 2Wpump — Wstokes- 10 the present
process, there is only one incident beam. The Stokes beam is gener-
ated internally. In fact, it has been established in the literature that
stimulated anti-Stokes scattering may be generated with only one
incident beam (frequency w;), while the Stokes field (frequency w;)
is internally produced. It is observed on the cone-surface with the
cone-axis parallel to the wave vector, kz, in contrast to the CARS.

These studies show that luminescence channels may be inhib-
ited dynamically in favor of anti-Stokes scattering (anti-correlates).
The results show the disappearance of the luminescence, being
replaced by harmonic generation and anti-Stokes scattering. The
luminescence is inhibited dynamically in favor of the stimu-
lated nonlinear channels. Coherent anti-Stokes Raman scattering
(ASRS) requires phase matching conditions, which require a fun-
damental structure of the nanoparticles as well as the electro-
magnetic part of the interaction, including phase matching, in
addition to the feedback by the silicon substrate. The mecha-
nism for the second harmonic generation was attributed to the
formation of the surface of the intrinsic Si-Si dimer-like bond
sites shown in Fig. 6, which breaks the centrosymmetric of bulk
silicon, leading to the required non-zero second order susceptibility.
This is evidenced by the fact that the inhibition occurs under certain
phase matching. The anti-Stokes scattering must be faster than the
thermal activation above the barrier and the structural relaxation to
be able to inhibit the luminescence to result in cooling.

The increase of luminescence shown in Fig. 4(b) at low temper-
ature may result in an increase in the anti-Stokes scattering when the
phase matching conditions for the stimulated anti-Stokes process are
satisfied. The anti-Stokes scattering is expected to be enhanced at
a lower temperature as we observed a nearly 2-order of magnitude
increase in the quantum efficiency of the Stokes luminescence when
cooling down to 10° K.

VI. CONCLUSION

We conducted studies of the luminescence strength and the
thermo-time-dynamics, over the range of 300°-10°K, of the lumi-
nescence of tetrahedral-molecular core-shell 1-nm silicon nanopar-
ticles prepared ex situ. The studies used nanoparticles in solution,
thin films, and re-crystallized thin solids. We examined the photo-
thermodynamics and time dynamics. We examined the temperature
dependence of the quantum efficiency and time dynamics (lifetime
and time onset) of the Stokes luminescence band. With the temper-
ature, the measurements give a flat lifetime but with the time delay
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in the onset of the photoluminescence in agreement with a model
calculation of the above barrier emission. Our results of atomistic
TDLDA calculation show that the Stokes heating process takes place
in the molecular-like shell where the lifetime is in the nanosecond
regime, whereas the anti-Stokes cooling takes place in the tetrahedral
core where the lifetime is in the ms regime. Unlike doped glasses,
we observed a 2-order of magnitude increase in the quantum
efficiency due to Fermi-Dirac statistics and delay in the onset of
the Stokes luminescence when cooling down to 10° K, pointing
to above-barrier thermal emission. The low-temperature increase
in the quantum efficiency of luminescence, accompanied by other
characteristics, such as a high quantum efficiency of stimulated anti-
Stokes scattering, which anti-correlates with the luminescence, as
well as the visible transparency/blindness in nanosilicon are impor-
tant requirements for solid state photo-cooling. As a result, this
may afford an all-silicon photo-cryo-refrigeration, with potential full
integration into the CMOS silicon industry.
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