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Synthesis and characterization of all-inorganic
(CsPbBr3) perovskite single crystalsy
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This work investigates the synthesis of Cesium (Cs) based all-inorganic (CsPbBrs) perovskite single crystals
(PSCs) at low temperatures (45 °C) for application in photosensitive devices. The Cs-based PSCs are more
environmentally stable in comparison with PSCs based on formamidinium and methylammonium. The crystals
are grown using an inverse temperature crystallization method. The structural characterization was conducted
using an X-ray diffractometer and confirms that the crystal is highly crystalline and it also shows that it belongs
to the {110} family of planes. The optical analysis of the Cs-based single crystal was conducted using
photoluminescence spectroscopy. The crystal has a bandgap of 2.18 eV as calculated by using the Tauc
formula. Furthermore, a remarkable photocurrent analysis of the responsivity and detectivity parameters was
conducted using a visible light laser (532 nm) and revealed values of ~1 A W™t and 37 x 10 Jones,
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1 Introduction

Solution-processed metal halide perovskite materials have
gained research interest around the globe after delivering
promising results in perovskite solar cells (PSCs). PSCs have
reached a power conversion efficiency of up to 25.8%."
Recently, single crystals based on perovskite materials have
been proposed for use in optoelectronic devices. In the field of
all-inorganic perovskite materials, the Cs-based perovskites
always receive the most interest due to their higher ambient
environmental stability.> Compared with the MA and FA cation,
the degradation rate is lower in the ambient environment for
Cs-based PSCs devices.”® Formamidinium (FA) and methylam-
monium (MA) contain sensitive hydrocarbons that can easily be
affected by humidity and oxygen-containing environments
resulting in reduced ambient stability.® Replacing organic-
inorganic (MA/FA) hybrid perovskites with all-inorganic Cs-
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respectively. Thus, the all-inorganic PSC, CsPbBrs, will be of benefit to optoelectronic device applications.

based perovskites gives materials with superior mechanical
properties and that are more moisture resistant.® The benefits
of all-inorganic perovskite materials include higher carrier
mobilities, longer diffusion lengths, low trap densities, and
the direct bandgap of the materials.'®"> These materials also
show outstanding optical characteristics, for example, high
quantum yields, high absorption coefficients, high luminous
efficiencies, and easily tunable luminous wavelength.'*"
These enormous potential benefits have astonishing results
in the fields of high luminescence quantum dots (QD), stable
solar cells, photodetectors, lasers, and high-energy photon
detectors.">>* The growth of all-inorganic perovskite single
crystals is significant for the exploration of their potential in
single-crystalline-based optoelectronics devices.”> Moreover,
all-inorganic perovskite materials have reached new heights
in solar cells and nanocrystal quantum dot applications.'®?*7>°
CsPbBr; is a widely applied perovskite compound and is an all-
inorganic perovskite material for use in solar cells and single
crystal-based optoelectronic devices.** > Detectors based on
CsPbBr; are used in an extensive range of applications, such as
high-energy radiation detection, medical diagnostics, environ-
mental monitoring, security examinations, space science,
etc.***7 High-energy photon detection requires a material
with a large atomic number, to block the rays, a bandgap with
a range between 1.5-3.0 eV, and high charge -carrier
mobilities.*®** In the case of CsPbBr;, it is a semiconductor
with a direct bandgap of 2.26 eV and has a high atomic
number, thus implying that it has a high absorption radiation
coefficient.**** The trap densities in polycrystalline perovskite
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CsPbBr; are slightly higher than in single crystals.>*>*® Growth
of perovskite single-crystals has been developed using different
growth processes. In the past, the Bridgman method was
employed to grow CsPbBr; single crystals and involves reacting
CsBr and PbBr, in equimolar amounts at >600 °C, which is
unsuitable for optoelectronics and cost-effective single-crystal
synthesis.”” > Researchers have also applied the vertical Bridg-
man method for the synthesis of CsPbBr; large single crystals but,
unfortunately, it also requires high temperature processing.’
Thus, low-temperature solution-growth is an attractive method
for perovskite single-crystal synthesis as this would be a low-cost
method. Recently, the application of CsPbBr; single crystals as
photodetectors has been of interest and it shows promising
results in replacing conventional inorganic photodetectors.*
Ding et al®” reported that CsPbBr; single crystals could be
prepared by the antisolvent method, and their steady and
transient performances delivered the highest responsivity of
0.028 A W', Zhang et al.”® prepared large-size CsPbBr; single
crystals with low trap densities using a modified Bridgman
method. The photoresponse measurements showed a high
responsivity of 5.83 A W' when irradiated by a 532 nm laser.
The synthesis of CsPbBr; single crystals has also been reported via
a low-temperature processing method.’>* Ding et al.>” reported
the growth of CsPbBr; single crystals from saturated solution by
dissolving CsBr and PbBr, in DMSO with continuous stirring at
room-temperature and the highest responsivity was 0.028 A W ™!
Here we present the growth mechanism of all-inorganic perovskite
single crystals using inverse temperature crystallization (ITC) at low
temperature to open new avenues for the application of PSCs in
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optoelectronics devices alongside the benefit of synthesizing cost-
effective single crystals. The ITC method grown CsPbBr; single
crystal-based photodetector has been reported in the literature,
nevertheless, it has shown low responsivity and detectivity.*>*¢%*
In the present work, we have demonstrated the synthesis of
CsPbBr; single crystals using the ITC method and characterized this
single crystal using UV-vis spectroscopy, photoluminescence spectro-
scopy, X-ray diffraction, and scanning electron microscopy (SEM).

2 Materials

The salts PbBr, (lead bromide) and CsBr (cesium bromide), as
well as the dimethylsulfoxide (DMSO) solvent, were purchased
from Sigma-Aldrich. All chemicals were used without any
further purification.

3 Growth of CsPbBrs perovskite single
crystal (PSCs)

In general, it is a three-step process, as shown in Fig. 1(a).
The first step is preparation of the precursor solution and
waiting for growth of the small seed crystals. In the second
step, the best small crystal is selected. After that, in the final
step, this small seed crystal is used to grow a much larger
crystal by putting it into a new precursor solution. Fig. 1(b)
shows a schematic illustration of the single-crystal growth
process. First, we prepared an equimolar solution of CsBr
and PbBr, in DMSO, stirring at 45 °C until we obtained a clear
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Fig. 1 (a) A block diagram of the single-crystal synthesis process, (
and (d) actual image of a CsPbBr3 PSC.
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b) step-by-step representation of the CsPbBrs PSCs synthesis, (c) perovskite structure,
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solution. Next, we filtered the precursor solution over a PTFE
filter and stored it in a new vial. We placed this vial without any
disturbance in the silicon oil bath to grow the small single
crystals. In the next step, we picked the best shaped small seed
crystal, made a new precursor solution, and placed this seed at
the bottom of the vial. Fig. 1(c and d) show the perovskite
structure and the final CsPbBr; perovskite single crystal.

4 Characterization and measurements

The characterization was performed under ambient environ-
mental conditions. In the structural characterization, a powder
X-ray diffractometer (Rigaku Ultima IV Diffractometer: XRD)
was used to analyze the CsPbBr; single crystal. The pattern was
recorded at a speed of 8° min~" and a step size of 0.02° using a
copper Ka target. In the optical characterization, UV-vis (Perki-
nElmer Lambda 1050) and photoluminescence (Edinburgh
FLS-980 d2d2) spectrometers were used for the absorption
and photoluminescence studies, respectively.

5 Discussion

5.1 Photo-physical properties of the CsPbBr; perovskite single
crystals

The photoluminescence and absorption properties of the
synthesized PSCs are shown in Fig. 2(a and b), respectively.
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The CsPbBr; single crystals show an emission peak at 565 nm,
which is close to the value reported by Xu et al®” Also, the
calculated band gap of the CsPbBr; single crystal is ~2.18 eV,
which was calculated by using the Tauc relationship as shown
in the inset of Fig. 2(b).

5.2 Structural characterization of the CsPbBr; perovskite
single crystals

Fig. 2(c) shows the X-ray diffraction pattern of the CsPbBr;
perovskite single crystal. The XRD peaks appear at angles with
20 values of ~15.2°, ~30.6°, and ~47.1°, which denote the
(110), (220), and (330) planes.®” The planes show that the
sample is crystalline in nature. This was also confirmed by
the XRD analysis which shows a Cs-based single crystal that
elongated along the {110} unit direction.

5.3 Solubility tests for the CsPbBr; perovskite single crystals

A solubility test was performed on the all-inorganic PSCs in
their respective solution. First, a mortar and pestle were used to
grind the CsPbBr; bulk single crystal. A small amount of
CsPbBr; powder (0.01 g) was mixed in DMSO with continuous
stirring and heated until a clear solution was obtained. The
mass at the solution saturation point was marked as the
maximum weight to be added to the vials. The exact process
was then followed over the 20-100 °C temperature range within
the same precursor solvent. For CsPbBr;, ~40 °C is the
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(d) the CsPbBrs crystal solubility test results.
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(a) The CsPbBrs PSCs photoemission, and (b) absorption spectra (inset: Tauc plot). (c) The CsPbBrs crystal XRD pattern (inset: crystal image), and
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maximum solubility temperature for crystallization, as shown
in Fig. 2(d).

5.4 SEM and energy-dispersive X-ray analysis of the CsPbBr; PSCs

SEM was used to characterize the morphology of the synthesized
crystal and the image is shown in Fig. S3 (ESIT). It shows that the
single crystal surface was not smooth over the entire facet. Potential
variation in the growth mechanism hindrance ions from attaching
to other nearby ions to prevent the growth of a smooth shape. Thus,
steps and flat surfaces are seen at the boundaries of the growing
truncated single-crystal shapes. The elemental analysis using energy-
dispersive X-ray spectroscopy is shown in Fig. S1 (ESIt), and the Pb
and Cs content has been estimated to be a 1:1 ratio in CsPbBr;.

5.5 CsPbBr; single-crystal photocurrent analysis

We studied the behavior of the grown PSCs under the illumina-
tion of different wavelengths of light. Ag (silver) paste was used
for making the electrical contacts, as shown in Fig. 3(a). We
also measured the I-V curve under irradiation of two different
laser light wavelengths. It is observed that the photoconductiv-
ity of the CsPbBr; perovskite single-crystal gradually increases
with irradiation power. It increases up to a few hundred nA
compared to the experiments conducted in the dark, which
showed single digit increases, as shown in Fig. 3(b).

5.6 Time-dependent photocurrent analysis for the CsPbBr; PSCs

The photocurrent analysis was conducted by illuminating the
PSCs using the 376 nm and 532 nm wavelengths of two
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different types of laser. Fig. 3(c and d) show the time-
dependent photocurrent of the CsPbBr; PSCs under three
(2, 5, and 10 V) different applied voltages. After the incident
light hit the single crystal, the photocurrent increased. A
photocurrent of approximately 5 pA was achieved using the
532 nm laser (32 mW cm™?) at a bias voltage of 10 V and the
resultant curves are shown in Fig. 3(d). The photocurrent
recovered rapidly after exposure to light illumination and it
offers excellent repeatability, which promises photocurrent
stability.>® Fig. S2 (ESIt) shows the extended response under
illumination with 376 nm light. The device performance was
analyzed by calculating the responsivity, D* (detectivity), rise
time, and decay time parameters; the equations used for this
are shown in the ESL{ The high detectivity and responsivity
values found in response to visible light (532 nm) are 3.73 x
10" Jones and ~1 A W™, respectively, as given in Table 1.
Fig. 4(a) depicts the photocurrent response to both the lasers at
5 V. The CsPbBr; PSCs show a higher response to the 532 nm
laser than to the 376 nm laser. As shown in Fig. 4(b), studies on
the photocurrent output at different voltages have also been
conducted for both lasers and both showed higher photocur-
rent at 10 V. Furthermore, the photocurrent vs responsivity
graph, shown in Fig. 4(d), indicates a high responsivity value
under illumination at 532 nm. Table 2 contains a summary of
the transient photocurrent response of the CsPbBr; single
crystal at different laser wavelengths and applied voltages.
The responsivity of the CsPbBr; PSCs at different voltages and
in response to both wavelength lasers is plotted in Fig. 4(e).
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(a) Illustration of the setup of the probe station (inset: cesium crystal image), and (b) the CsPbBrs single-crystal /-V curves. The rise and decay of

the photocurrent of CsPbBrs single crystal, under (c) 376 nm, and (d) 532 nm laser illumination.
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Table 1 Perovskite-based detectors and their photocurrent parameters
No. Perovskite lead-based detector Responsivity (A W) Detectivity (Jones) Rise time Fall time Ref.
(6] CsPbBr; 0.02 1.7 x 10" 6
(i1) MAPbI, sBr 5 ~0.1 ~4 x 10" <10 ps <10 ps 63
(iii) MAPbLBr;_, ~0.01 — 2.3s 2.7 64
(iv) MAPbDCl, ~0.05 1.2 x 10" 24 ms 62 ms 65
(v CsPbBr; 0.028 1.8 x 10" <100 ms <100 ms 57
(vi) CsPbBr; ~1.0 3.7 x 10" 55 ms 36 ms This work
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Fig. 4 Photocurrent analysis in response to illumination with 376 and 532 nm wavelength lasers (a) fixed at 5 V, and (b) at different voltages. (c) Rise time
experimental data and fitting. (d) Photocurrent versus responsivity and (e) responsivity versus voltage. (f) Fall time experimental data and fitting.

Table 2 Transient photocurrent response for CsPbBrs PSCs

Bias Responsivity ~ Detectivity
Laser wavelength (nm)  voltages (V) (AW™%) (Jones)
376 10 0.96 3.59 x 10"
5 0.32 1.77 x 10"
2 0.06 5.92 x 10*°
532 10 0.99 3.73 x 10"
5 0.63 3.41 x 10"
2 0.10 9.27 x 10*

It shows that the responsivity of the CsPbBr; PSCs increases as
the voltage also increase. Fig. 4(c and f) show the measured and
fitted data for the rise time (55 ms) and decay time (36 ms),
respectively. Compared with previous reports on the rise and
decay time of CsPbBr; PSCs, both of the values obtained in our
study are much faster. The short response times suggest that
the material has low defect density and lower grain boundaries.

6 Conclusions

All-inorganic CsPbBr; perovskite single-crystals (PSCs) have the
ability to work as photodetectors, like high energy photodetectors

© 2022 The Author(s). Published by the Royal Society of Chemistry

for X-rays, Gamma rays, Beta rays, alpha rays, etc. This study
describes the growth of high quality cesium-based all-inorganic
perovskite single crystals under favorable low temperature and
solution-processable conditions. A study of the crystallinity as well
as the optical properties of the all-inorganic PSCs has been
conducted. The XRD peaks at 260 values of ~15.2°, ~30.6°, and
~46.7° represent the (110), (220), and (330), planes, respectively.
The existence of these planes confirms the highly crystalline
nature of the material. Additionally, the XRD pattern confirmed
that the crystal belongs to the {110} family of planes and showed
that it was a single crystal. The peak photocurrent result for the
PSCs was 5 PA reached under a 10 V applied bias voltage. The
calculated detectivity and responsivity under illumination with a
532 nm laser were 3.71 x 10'" Jones and 1 A W™, respectively.
This study has shown significant improvement in the detectivity
and responsivity values of an all-inorganic perovskite-based
single-crystal.
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