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ABSTRACT: Hybrid nanostructures are attractive for future
use in a variety of optoelectronic devices. Self-assembled
hybrid organic/quantum dots can couple quantum properties
to semiconductor devices and modify their functionality.
These devices are simple to fabricate and control; however,
they usually demonstrate low quantum efliciency. In this work
we present experimental results of large extinction enhance-
ment from a monolayer of colloidal quantum dots using a thin
gold film evaporation forming random gold nanoparticles that
act as plasmonic antennas. The random structures guarantee
no sensitivity to polarization changes. The fabrication process
of the plasmonic gold nanoparticles is simple and cheap and
can be easily integrated with existing semiconductor devices.
By matching the plasmonic resonance and the colloidal

quantum dots bandgap we achieve up to 16% light extinction, which is 13-fold enhancement, compared to the reference. These
results may pave the way toward realizing more efficient and sensitive photon detectors.

B INTRODUCTION

Devices based on self-assembled hybrid colloidal quantum dots
(CQDs) and specific organic linker molecules are a promising
way to realize room-temperature, spectrally tunable, light
detectors. CQDs hold many promising properties such as
wavelength, polarization, and lifetime flexibility by the control
of material, size, and shape during their growth.l Furthermore,
CQDs are “substrate free”, making their integration on various
platforms simple. They operate at room temperature, even
allowing single-photon detection,” and offer the robustness of
inorganic materials. These features have led to demonstrations
of efficient low-cost photocletectors,s’4 light-emitting diodes,’
and solar cells.”””

Despite improvement in electrical properties of CQD
films,”' light absorption from typical films used in solar cells
and devices is on the order of 10* cm™, therefore limiting the
external quantum efficiency (EQE) of such devices to 30—50%
(these films are several hundreds of nanometers thick).
Moreover, sensitive devices, down to a single photon level,
require highly ordered films, usually by self-assembled methods,
which bring down the EQE even more, to the range of a few
percent. An essential step to create more sensitive devices is to
effectively increase light absorption, at low cost, without
sacrificing electronic performance.

Plasmonics has been shown as an efficient tool in guiding and
confining light at nanoscale dimensions. The properties of
plasmonic resonances are highly sensitive to the size, shape, and
composition of the metal and to the local environment
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surrounding it.'' This had led to promising applications in
many fields such as nanoscale guiding,'” biosensing and
chemical sensing,13 metamaterials,'* and optoelectronic
devices.” %!

Moreover, as plasmonic modes exhibit highly confined local
fields, they allow us to enhance light—matter interactions and
thus can be used to enhance the performance of solar cells,””
light-emitting diodes,”* and photodetectors.”**’

One typically differentiates between surface plasmon polar-
iton (SPP) modes which can be excited by, e.g, a grating
coupler or a prism, and localized surface plasmons (LSPs),
which are excited in metal nanostructures and nanoparticles
with relative ease.”® Additionally, chemically grown nanostruc-
tures may hold excellent plasmonic properties,”” and their
production and integration in devices is usually simple and
cheap, making them very suitable for enhancing the EQE of
solar cells and other devices.

In recent years, several works reported an enhanced
photoluminescence (PL) due to enhanced excitation rate.”®
Thick CQD films deposited on nanohole arrays,””*’ metal
nanoparticle arrays,”" or gratings’> and circular antenna® for
directed emission have been demonstrated. CQD film
deposited on wrinkled AuPd films** or on an etched Au/Ag
alloy film™ is cheaper and simpler to produce, but it lacks the
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Figure 1. (a) Light extinction from a SAM of CQDs deposited on a glass substrate via organic linkers. In the inset we plot the absorption spectra
from a solution of the dots together with a color-coded legend. A schematic illustration of the sample and of the cuvette is added. The thickness of
the samples does not exceed several nanometers, and due to this large mismatch in size the small (2.5 nm) particles show only weak scattering, less
than 0.005 light extinction. As for the larger particles (S nm) we note the characteristic absorption spectrum, with 0.01 light extinction at the dot’s
band gap. (b) Light extinction from the random Au-NP layer deposited on the glass substrate. Left inset shows the color as seen in a microscope.
Right inset: SEM images of the random Au-NPs. Bottom image is the 2 nm, middle is 5 nm, and top is 7 nm (nm indicates nominal thickness). The

upper inset is a schematic illustration of the sample.

easy integration with semiconductors. An alternative method to
create metal nanoparticles is ultrathin metal films that undergo
thermal treatment. In this case the surface plasmon resonance
can be tuned easily over the visible range.”® This has been used
for enhancing absorption in silicon films.*”

In this work we experimentally present the coupling
properties between random gold nanoparticles (Au-NPs),
created by a simple two-stage process, and a self-assembled
monolayer (SAM) of CQDs. We use three plasmonic samples
of different Au thickness with shifted plasmonic resonance and
four types of CQDs with band gap ranging throughout the
visible spectrum. We achieve up to 13-fold enhancement in
extinction from the CQDs on the plasmonic samples and
observe a strong red-shift in the coupled spectrum. The results
depend on the detuning between the quantum dot band gap
and the plasmonic resonance. This cheap and simple method is
suitable for both the nanometric and macroscopic scale and
may be easily integrated in various devices for enhancing the

EQE.

B METHODS

Samples were prepared using two consecutive stages, starting
with the plasmonic random structure preparation followed by
wet chemistry adsorption of the self-assembled linker molecules
and CQDs (see Supporting Information for detailed
procedure).

In the first step glass substrates were cleaned, and a thin Au
layer was deposited. The nominal thickness of the films is
approximately 2, 5, and 7 nm. To overcome the nonuniform
thickness and to adjust the LSPR the samples were annealed on
a hot plate for several minutes. These samples are stable for a
long period of time and withstand washing and rinsing in water
or organic solvents. The average length of the nanoisland was
determined manually (see Supporting Information). For the 2
nm sample the average length is 1S & 10 nm and for the S nm
sample 33 + 15 nm.

24992

In the second step we formed a homogeneous, closely
packed single layer of molecules to covalently bind the CQD
monolayer onto the plasmonic layer. The samples were first
immersed for 17 h in a 1 mM 1,9-nonanedithiol ethanol
solution under a nitrogen environment, then washed in
absolute ethanol and toluene solutions, and immersed in a
diluted 0.05%ww CQD solution for another 17 h and washed in
absolute toluene again. We used commercially produced dots
with several band gaps: CdS 420 nm, CdSe 520 nm, CdSe 610
nm, and PbS 850 nm (the numbers represent the emission peak
wavelengths). Estimating the CQD density on a gold substrate
provides a density of 5 X 10" cm™.

Only half of the sample was immersed in the solution in
order to form a differential sample: the half without the dots
was used as a reference in each sample (see schematic sketch in
Figure 2 inset).

B RESULTS AND DISCUSSION

Plasmonic properties are known to be highly dispersive. As
such, spectral analysis is a common tool for surface plasmon
characterization. In order to claim a quantitative improvement
in extinction we first measure the characteristic light extinction
properties of the SAM of CQDs and the random Au-NPs
separately and then characterize their coupling. Due to the very
small reflection measured from the samples and the reduced
scatterings in the optical setup (see Supporting Information)
the light extinction (1-transmission) indicates mostly the
absorption.

Figure 1(a) shows the light extinction from the SAM of
CQDs, deposited on glass via organic linkers, used in this work
(CdS 420 nm, CdSe 520 nm, CdSe 610 nm, PbS 850 nm—
numbers indicate emission wavelength). These samples are
taken as a reference and compared to the samples with Au-NPs
that enhance the light extinction. The total thickness of the
adsorbed linkers and particles does not exceed several
nanometers. As a result, the monolayer of the larger particles,
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in this experiment the CdSe 610 nm with average size of ~§
nm, shows the typical absorption spectrum of CQDs with 0.01
light extinction at the band gap wavelength. The smaller
particles, in this experiment the CdS 420 nm and the PbS 850
nm, with average size of ~2.5 nm, show only weak scattering,
less than 0.00S light extinction. Figure 1(b) displays character-
istic light extinction of the random plasmonic layers used in this
work, known as localized surface plasmon resonance (LSPR),
and scanning electron microscope (SEM) images revealing the
random Au-NPs created by the process. SEM images
correspond to the extinction graphs of the samples (bottom
is 2 nm, top is 7 nm). The inset to Figure 1(b) shows a
schematic illustration of the sample (see Supporting
Information). As the nominal thickness of the Au film increases,
the light extinction increases as well, as expected for a metallic
layer. The 2 and 5 nm samples show a very distinct peak, which
we attribute to the LSPR of the random Au-NPs, while for the
7 nm the LSPR peak is less obvious. We attribute this difference
to the fact that according to the SEM image of the 7 nm sample
most of the islands have been connected, forming a more
opaque layer. These results are consistent with previous studies
done on similar samples’ and on Au nanoparticles in
general 11363840

The plasmonic layer showed no polarization dependency
(<1% change) and may be easily realized on different substrates
by using a thin spacer layer."" These properties are beneficial
for enhancing the EQE of solar cells and other optoelectronic
devices based on this method.

In order to investigate the coupling between the random Au-
NPs and the SAM of CQDs, we studied different CQDs with
bandgaps covering the visible spectrum. Each dot type was
chosen to have different coupling strength and resonance
detuning relative to the LSPR that remained fixed for all three
samples (Au nominal thickness of 2, S, and 7 nm). Figure 2
shows the characteristic changes in light extinction due to the
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Figure 2. Solid lines: light extinction from the plasmonic nanoisland
layer for three different gold layer evaporation thicknesses. The dashed
lines: light extinction from the samples with a monolayer of CdSe (610
nm) CQDs adsorbed on the plasmonic layer. The peak absorption of
each sample shows an enhancement and a red shift. The orange
dashed-dot line shows the light extinction from a monolayer of CQDs
on a glass substrate for comparison. The monolayer of CQDs, that
contribute 0.01 light extinction when adsorbed on glass, causes 0.1—
0.16 light extinction increase when adsorbed on the plasmonic
nanoisland layer. The inset displays a schematic sketch of the
differential sample (see Supporting Information for the preparation
procedure).

adsorption of the dots on top of the random layer. Specifically,
this spectrum corresponds to CdSe 610 nm dots. The solid
lines correspond to the light extinction from the random Au-
NPs from the three different samples, and the dashed lines
correspond to the light extinction after the adsorption of the
CQD monolayer. The dashed-dotted line at the bottom is the
light extinction of the 610 nm dots on glass substrate that
serves as a reference. As can be seen in all the samples, the light
extinction increase is 0.1 to 0.16 due to coupling for the CQD—
Au-NP layer. Compared to the reference on the glass substrate,
this increase corresponds to 13-fold enhancement in the light
extinction from the samples at the maximum. Furthermore, a
clear red-shift is seen for all three samples, although the
detuning (energy difference) between the dot’s band gap and
the plasmonic resonances is the smallest in this specific
example.

Figure 3(a) shows the relation between the peak absorption
shift and the resonance detuning (energy difference between
random Au-NP resonance and CQD bandgap). Figure 3(b)
shows the absolute addition of light extinction at the peak
absorbance after the CQDs adsorption versus the detuning as
well. To extract the data no fitting was done to the plots, and
peak absorption was chosen manually.

We observe that both the red shift and the enhancement in
extinction increase as the absolute value of the detuning
decreases. We interpret these results with the “host medium
effect”, as predicted theoretically’” and demonstrated exper-
imentally*' beforehand.

The high refractive index of the inorganic CQDs together
with their low absorption coeflicient contributes both to the red
shift and to the enhanced absorption. The dependence on the
detuning indicates the dependence of the real and imaginary
parts of the refractive index in the wavelength, which is
important in order to maximize the enhancement.

It is interesting to note that the two very detuned dots (CdS
420 nm and PbS 850 nm) showed very weak scattering (less
than 0.01 light extinction) when measured on glass substrates
as a reference, and on the random Au-NPs layers they
contributed up to 0.08 light extinction. Moreover, for the less
detuned dots we achieve up to 0.16 light extinction addition,
which is a 13-fold enhancement, compared to their reference
on a glass substrate.

The errors of the data presented in Figure 3 are estimated to
be less than 2%, and the main contribution to the error is the
instability of the white light source and the spectrometer. Each
measurement was compared to a referance of the same sample,
measuring the sample with and without the CQD. The
uniformity of the samples (now shown) is very high; therefore,
the differential sample produces high quality reference and
reduces errors.

For detection applications it is important that the CQD PL
was quenched by the metal structures. This is not surprising as
the nonanedithiol organic linkers used in this study are
approximately 0.6 nm in length, and the quenching of the PL is
very strong in that typical length.”> The length of the organic
linkers can be easily changed to add another control parameter.

B CONCLUSIONS

We have demonstrated tunable enhancement in absorption, up
to 13-fold, from a SAM of CQDs using a very accessible and
straightforward fabrication method to create a random Au-NP
layer. Unlike previous works that showed enhanced absorption
or PL, this method uses physically produced random Au-NPs,
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Figure 3. (a) Red-shift increases as the detuning between the CQD band gap and the plasmonic resonance decreases. (b) The absolute light
extinction (difference between sample and reference) due to the coupling between the random Au-NP layer and the monolayer of CQDs increases
as the detuning decreases. The light gray arrows are used to emphasize the increase in both the red shift and the absolute light extinction, as the
detuning decreases. The error of the data is estimated to be smaller than 2%.

which are simple, cost-effective, can be used in a nanoscale or
macroscale, and may be easily realized on any substrate. These
results may support further improvement in optoelectronic
devices.
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