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ABSTRACT

Epitaxially grown semiconductor quantum dots are promising candidates for pure single photon and polarization-entangled photon pair
emission. Excellent optical properties can typically be ensured only if these so-called “artificial atoms” are buried deep inside the semiconduc-
tor host material. Quantum dots grown close to the surface are prone to charge carrier fluctuations and trap states on the surface, degrading
the brightness, coherence, and stability of the emission. We report on high-purity single photon emission [g(2)(0)¼ 0.0166 0.015] of GaAs/
AlGaAs quantum dots that were grown only 20 nm below the surface. Chemical surface passivation with sulfur compounds such as octadeca-
nethiol has been performed on quantum dots with 20, 40, and 98 nm from the surface. The reduction of the density and influence of surface
states causes improvements in linewidth and photoluminescence intensity as well as a well-preserved single photon emission. Therefore, the
realization of hybrid nanophotonic devices, comprising near-field coupling and high-quality optical properties, comes into reach.

VC 2021 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/10.1063/5.0046042

Single photon and entangled photon sources are key components
for quantum communication,1,2 optical quantum computing,3,4 and
quantum metrology.5 Many types of quantum light source have been
developed in the past few decades, based on spontaneous parametric
downconversion (SPDC),6,7 epitaxial quantum dots (QDs),8–10 defects
in diamond,11,12 or silicon carbide,13 to name only a few. SPDC sour-
ces are the main workhorse of the present quantum communication
and have been implemented in first field-tests of satellite-based inter-
continental quantum key distribution.14 Epitaxially grown semicon-
ductor quantum dots are considered as the next most promising
candidate due to many advantages: on-demand photon emission,
ultrahigh single photon purity15 and indistinguishability,9 wide wave-
length tunability,16 both optical and electrical excitation,17 and com-
patibility with state-of-the-art semiconductor technology.18 Defect
centers in diamond are mainly used in quantum metrology, thanks to
their long spin coherence times,19 while other types of defects such as
in silicon carbide are also being studied.

Widely used material systems for epitaxial quantum dots include
GaAs/AlGaAs,10 InAs/GaAs,20 InAs/InP,21 and GaN/AlGaN,22 by
which emission of photons from the ultraviolet to the near infrared
region can be achieved. However, all these quantum dots are typically

deeply buried inside the host matrix, more than 100nm away from
the surface. The research efforts in the past three decades have led to
well-developed sample growth techniques as well as advanced micro-
and nanofabrication methods. Hybrid nanophotonic devices with
near-field coupling can, therefore, be investigated, such as QDs cou-
pled with surface plasmons23 or a single photon transistor.24 Since
surface plasmon coupling requires a very small distance (<25 nm)
between the plasmon and the emitter,25 near surface QDs are
demanded for such applications.

The optical properties of semiconductor micro- and nanostruc-
tures are greatly affected by their surface. Defects in the crystal lattice
usually result in additional electronic states in the bandgap (so-called
surface states), which is detrimental for radiative recombination pro-
cesses and charge carrier transport. The past research and technologi-
cal advance of optoelectronic devices based on gallium arsenide,
therefore, kindled an interest in surface passivation.26–28 It is known
that oxygen and dangling bonds at the GaAs surface lead to additional
recombination channels and result in scattering of charge carriers.29

An increase in photoluminescence (PL) intensity by more than one
order of magnitude has been observed after passivating the GaAs
surface with sulfur.30 Nonradiative recombination processes are
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suppressed because the surface atoms covalently bind with sulfur,
thereby forming harder states.28 However, all these studies are on
GaAs bulk material, one study reports on surface passivation on GaAs
QDs.31 Up to now, although some groups worked on InAs or InGaAs
QDs directly at the surface, all the obtained photoluminescence signals
were from an ensemble of QDs and no single surface QD emission has
been observed.32,33 Heyn and co-workers studied GaAs QDs with
reduced capping layer thickness, but the linewidth of the single photon
emission lines increased significantly.34 Manna and co-workers grew
GaAs QDs with thick capping layers and reduced the capping thick-
ness with chemical etching afterwards. Then they used ammonia sul-
fide to passivate the surface and deposited a dielectric alumina over-
layer for protection, which led to a partial restoration of the linewidth
of the near surface single GaAs QD. However, the final capping layer
thickness was increased to 42–48nm after the alumina over-layer
deposition.31

In this work, we investigate the linewidth broadening and fluo-
rescence quenching by reducing the capping layer thickness from 98
to 20nm. We passivate the surface using octadecanethiol (ODT), a
treatment that is applicable for many III–V material systems, such as
InP,35 GaN,36 and GaSb.37 The linewidth and intensity are partially
restored, and single photon emission of the GaAs QDs is still pre-
served even with 20nm capping. Bunching effects in the second-order
intensity autocorrelation measurements are alleviated after ODT pas-
sivation, indicating the elimination of additional states and decay
channels at the surface.

The QD sample is grown on an undoped GaAs (001) substrate
(Wafer Technology Ltd.) with solid source molecular beam epitaxy
(MBE, Riber, Compact 21) via the local droplet etching method.38

First, the substrate is deoxidized and overgrown with a GaAs buffer at
a temperature of 620 �C. After that, AlGaAs is deposited as a base for
the subsequent QD growth. After interrupting As4 for a short period
to create a low arsenic environment, Al droplets are deposited on the
AlGaAs surface. Due to the atomic concentration gradients between
the surface layer and the Al droplets, interdiffusion of As and Al takes
place, resulting in the formation of symmetric nanoholes on the sur-
face.39 By supplying Ga and As4, GaAs forms at the surface, which
then migrates into the nanoholes to minimize the surface energy.
After that, the QDs are capped with AlGaAs again with a thickness of
98, 40, and 20nm, respectively, as shown in Fig. 1(a).

The surface morphology of the as-grown samples is investigated
with an atomic force microscope (AFM, Veeco, NanoScope V) as
shown in Figs. 1(b)–1(d). The surface is smooth (rms<0.2 nm), and the
density of the QDs is in the range of 0.1lm�2, which is consistent with
previous reports.16 With 20nm capping thickness over the QD, the
nanohole morphology is still preserved, indicating that the nanoholes
are partially infilled by the GaAs QDs [Fig. 1(b)]. When the AlGaAs
capping is increased to 40nm, the dips can be hardly seen, and larger
bumps remain on the surface with 98nm capping. This effect is caused
by the capillary force of the nanoholes and surface reconstruction. The
ability to observe the QD location even with larger capping thicknesses
is an advantage for the realization of hybrid nanophotonic devices: The
position of nanostructures (e.g., plasmonic nanoparticles) can therefore
be manipulated with the AFM and the position on top of the QD pre-
cisely adjusted, without any need for optical measurement.

After sample growth, the samples are cut into pieces. Chemical
treatment is performed by immersing the sample pieces in 0.05mol/l

1-Octadecanethiol (ODT, Sigma-Aldrich)/ethanol (Carl Roth GmbH)
for 3 h to passivate the surface. The following optical measurements
were performed at 4K by inserting the different pieces of sample (with
and without passivation) into a closed-cycle helium flow cryostat
(Montana Instruments, Cryostation C2). Single QDs are excited using
continuous wave diode laser at 675 nm (Thorlabs) which is focused by
an objective (MicroscopeWorld, M Plan Apo NIR 100�) with a
numerical aperture of 0.7 before irradiating the sample.

The low density of the QDs allow us to probe individual QDs.
Figure 2 displays the micro-photoluminescence (PL) spectra of GaAs
QDs with three capping thicknesses, before and after ODT passivation,
obtained under an excitation laser power of 550 nW. It clearly shows
the dominant neutral exciton peak and several charged exciton peaks
at the redshifted side. By reducing the capping thickness, the intensity
of the exciton peaks of the as-grown sample is significantly decreased
and the linewidth is broadened. This indicates the presence of extra
decay channels caused by surface states as well as the influence of elec-
tric fields from the charge carrier fluctuations at the surface via the DC
Stark effect. After ODT passivation, it is difficult to observe any change
from the PL spectra for the sample with 98nm capping. For 40 and
20nm, the intensity of the exciton emission is enhanced after passiv-
ation. Even at a low capping thickness of 20 nm, the different excitonic
peaks can be clearly resolved.

To further illustrate the influence of surface passivation on the
neutral exciton, a double stage spectrometer with a focal length of
750mm for each stage (Spectroscopy & Imaging GmbH) is used to
characterize the linewidth with high resolution, as shown in Fig. 3. By
reducing the capping thickness from 98 to 20nm, the linewidth shows
about sixfold broadening. With 98nm capping, the linewidth of the
neutral exciton is limited by the spectrometer resolution (about
20 leV). Both the linewidth and PL intensity do not change after pas-
sivation [Figs. 4(a) and 4(b)] since the QDs are deeply buried inside
the AlGaAs matrix, beyond the influence of the surface states. For
40 nm capping, the surface states start to affect the exciton recombina-
tion (linewidth of about 48 leV). When further reducing the capping
thickness to 20 nm, the peak shows an additional threefold broadening

FIG. 1. (a) Schematic of the sample structure. (b)–(d) AFM images of GaAs QDs
with a capping layer thickness of d¼ 20, 40, 98 nm, respectively. The elevated
structures on the surface indicate the location of the nanoholes below the capping
layer.
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compared with 40nm capping. This can be explained by two mecha-
nisms. On the one hand, due to the abrupt end of the crystal lattice at
the surface, charge carriers may accumulate at the surface and will
occupy and de-occupy surface states. Such moving charge carriers will
result in a fluctuating electric field and therefore affect the exciton
emission energy on short timescales (typically < ms) due to the DC
Stark effect, causing peak broadening on longer timescales (>ms).
When the QD is closer to the surface, the stronger electric field fluctu-
ations will induce larger peak broadening. On the other hand, AlGaAs
is easily oxidized in air. The oxides will result in additional charge car-
rier trap states, leading to an increase in nonradiative transitions of the
exciton, which is described by

1
s
¼ A21 þ

1
sNR

; (1)

where s is lifetime of the exciton, A21 is the Einstein coefficient, and
sNR is the nonradiative relaxation time. According to Eq. (1), the non-
radiative relaxation time shortens the lifetime of the exciton emission,
thus broadening the exciton peak. However, after ODT treatment sul-
fur can partially replace the oxides,40 decreasing the trap state density.

Since sulfur forms covalent bonds with surface atoms resulting in the
formation of harder states, nonradiative recombination processes are
reduced,28 and the radiative lifetime of the exciton can be partially
restored. Studying an average of 30 dots reveals a reduction of the line-
width of the 40 and 20nm capping samples by 8 and 25 leV, respec-
tively, after ODT passivation [Figs. 3(b), 3(c), and 4(a)]. The intensity
of the neutral exciton emission is also enhanced [Fig. 4(b)] as the pas-
sivation reduces nonradiative transitions.

Buried GaAs QDs have proven to be ultrapure single photon sour-
ces.15 Owing to the limited number of studies on near surface QDs, sin-
gle photon emission behavior has not been reported before. Figures 4(c)
and 4(d) show the second-order autocorrelation measurement of the as
grown and passivated sample with 20nm capping. Hereby, the single
photon emission is detected using avalanche photodiodes (APD, Laser
Components) with a time resolution of 350 ps. The coincidence histo-
gram is fitted with the following correlation function, convoluted with
the instrument response function of the APD:

g 2ð Þ sð Þ ¼ 1þ 1� b
b

e�
sj j
sc

� �
g 2ð Þ
ideal sð Þ; (2)

FIG. 2. PL spectra of different GaAs QDs representing the average emission of each sample before and after passivation for different capping thicknesses. Top: as grown sam-
ple; bottom: passivated sample. Linewidth and intensities decrease with lower capping thickness. These properties are partially restored after surface passivation.

FIG. 3. Typical linewidth of neutral exciton peak of different samples before and after passivation. The peaks are fitted with a Gaussian line shape.
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g 2ð Þ
ideal sð Þ ¼ g0 � 1ð Þe�

sj j
scorr þ 1; (3)

where sc corresponds to the correlation time of the characteristic
blinking effect, scorr is the characteristic correlation timescale, b is the
fraction of time when the QD is in an “on” state, and g0 is the g(2)

value at time ¼ 0.41,42 Both samples are pure single photon emitters,
proven by the low values of g(2)(0)¼ 0.0166 0.015 and 0.0426 0.014,
respectively. These values have not been corrected for detector dark
counts. The autocorrelation measurement on the as grown sample
shows a slight bunching effect. This is attributed to blinking in the
exciton emission induced by trap states. After ODT passivation, the
bunching effect is not observed, indicating a reduction of the density
of trap states. In addition, the anti-bunching dip is broadened after
ODT passivation. On the one hand, this is a clear indication that the
nonradiative transition channels have been reduced, and the lifetime
of the exciton is prolonged, consistent with the previous linewidth
measurements. On the other hand, the passivation may lead to a
stronger phonon bottleneck in the QDs43 since excited exciton recom-
bination dynamics can be affected by surface states. Broadening of the
anti-bunching dip can then be attributed to slower excited exciton
relaxation. This also enhances hot luminescence processes, which is
observed for the passivated sample [Fig. 2(c)] where higher-energetic
spectral features become slightly more prominent.

In conclusion, we have shown that the quantum dot emission is
not influenced by surface states when the dots are buried around
100nm beneath the surface. By reducing the quantum dot to surface

distance from 40 to 20nm, surface states have stronger influence on
the QD emission. The addition of nonradiative decay channels and
charge fluctuations results in linewidth broadening and fluorescence
quenching. By applying chemical passivation with ODT, the surface
states are partially eliminated, inducing a partial recovery of linewidth
and intensity. The single photon emission properties and excitonic
spectral features are very well preserved even for 20 nm capping. The
presence of blinking in the single photon emission is reduced with
ODT passivation. The passivation of near surface quantum dots paves
the way for hybrid nanophotonic devices where near-field coupling is
needed, such as surface plasmon coupling. Although ODT can par-
tially passivate the surface states, the surface states cannot be totally
eliminated, which motivates the investigation of more efficient meth-
ods for complete passivation of the semiconductor surface. Applying
more reactive sulfur compounds such as (NH4)2Sx may yield better
passivation.40
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