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Acetone vapour-assisted growth of 2D single-
crystalline organic lead halide perovskite
microplates and their temperature-enhanced
photoluminescencet
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We adopt an acetone vapour-assisted method to grow high quality single-crystalline microplates of two-
dimensional (2D) perovskite, 2-phenylethylammonium lead bromide [(CgHsCoH4NH3),PbBryl. The
microplates, converted from the spin-coated films, are well-defined rectangles. Temperature dependent
photoluminescence (PL) spectroscopy shows that the band gap PL is enhanced markedly with increasing
temperature up to 218 K, accompanied by the quenching of the PL related to the trap states, which
perhaps results from the exciton—phonon couplings. The optical phonon energy around 50 meV and the
exciton binding energy around 120 meV are derived by fitting the band gap PL linewidths and intensities
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Introduction

Organic lead halide perovskites have gained significant atten-
tion owing to the low-cost solution process and their promising
application prospects in light harvesting'* and light emis-
sion.”” Nowadays, perovskites go into two-dimensional (2D)
form for their tailorable electronic structures and optical
properties. Such a 2D perovskite adopts a layered structure,
a natural quantum-well structure.®* When it is extremely thin,
each layer is only composed of an inorganic atomic layer
(“well”) of PbX,>~ (X = Cl, Br, or I) octahedra, capped with two
layers of organic long chain ammonium cations on both sides
(“barrier”). The adjacent layers are held together by weak van
der Waals forces. These unique structures enhance electron-
hole interactions and result in large exciton binding energy,’
benefitting efficient photoluminescence (PL). While in 2D
perovskites, strong exciton-phonon coupling usually exists and
causes nonradiative exciton relaxation,' which should be sup-
pressed in light emitting applications.'™"

Several methods**™” have been developed to synthesize 2D
perovskites. In the earlier work, the 2D perovskites were spin-
coated polycrystalline films, but the ultimate performances of
the resulting devices were limited by extensive disorder in
polycrystalline films, so they only worked at low tempera-
ture."'® To improve the crystal quality and synthesize single-
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at different temperatures, respectively.

crystalline 2D perovskites, Dou et. al. adopted ternary co-
solvent method to grow atomically thin single-crystalline
microsheets of 2D perovskite (C4HoNH;),PbBr,.'* Ma et. al
used solution-phase transport method to synthesize single-
crystalline microplates of (PEA),PbBr, with well-defined rect-
angular geometry,"” where PEA stands for CgHsC,H,NHj3.
Obviously, the single crystalline 2D perovskites are hard to
achieve, and their growth has only achieved a limited success so
far. In this work, we have developed an acetone vapour-assisted
method to convert the spin-coated 2D perovskite (PEA),PbBr,
thin films into well-defined single-crystalline microplates,
which have efficient purple-blue emission at room temperature.
We further investigate their growth process and temperature
dependent PL from both the band gap transition and trap
states, and find their anomalous temperature-dependent PL
behaviours resulting from the exciton-phonon couplings.
Optical phonon energy and exciton binding energy have been
obtained.

Experimental

The acetone vapour-assisted method for growing 2D perovskites
(PEA),PbBr, microplates is depicted as follows. First, the 2D
(PEA),PbBr, perovskite precursor solution (0.01 M) is prepared
by mixing PEABr and PbBr, in a molar ratio of 2:1 in N,N-
dimethylformamide (DMF). The solution is spin-coated on air-
plasma treated SiO,/Si substrates with a speed of 4000 rpm
for 60 s to form thin films, which are not heated to remove the
residual DMF. Then, the samples are stuck to the bottom of
a glass Petri dish (¢ 60 mm) and placed face-down in the
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acetone vapour at 40 °C for 1 to 5 min as shown in Fig. 1a. Here
acetone (8 mL) is contained in a 25 mL beaker and the distance
between the acetone and samples is about 1 cm. Finally, the
samples are annealed at 70 °C for 10 min. All processes are
performed in a nitrogen-filled glovebox.

Results and discussion

A structural illustration of a single layer (PEA),PbBr, is drawn in
Fig. 1b. An optical image of the typical (PEA),PbBr, microplates
is shown in Fig. 1c. As can be seen, the microplates have
a uniform rectangle shape with a size of ~10 um. Atomic force
microscopy (AFM) image shows that their typical thickness is
around 110 nm in Fig. 1d. The statistical data of the sizes and
thicknesses of 2D perovskite microplates are shown in Fig. S1.}

To probe the detailed growth process, the (PEA),PbBr,
perovskite films were treated by acetone for different durations
and at different heating temperatures. We first optimized the
temperature of acetone to be 40 °C. Thin films shown in Fig. 2a
become needle-shaped crystals as shown in Fig. 2b when treated
by acetone at 40 °C for 1 min. As time increases from 2 to 5 min,
2D perovskites microplates are formed and grow up in size
gradually as shown in Fig. 2c-f, respectively. X-ray diffraction
(XRD) patterns (see Fig. S21) show that the linewidths of the
microplate samples are much narrower than those of the film
samples are. For the (001) patterns, their linewidths are 0.0669°
and 0.2676°, respectively, indicating much better crystallinity of
the microplates. The growth process above can be explained by
a dissolution-recrystallization mechanism, which is distin-
guished from the anti-solvent diffusion-crystallization mecha-
nism that vapour diffuses into the solution of the precursors
and promotes the crystallization of the perovskites.**° In our
experiment, acetone vapour is emitted from mildly heated
acetone at 40 °C and condenses into little liquid droplets when
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Fig. 1 (a) Schematic diagram of the synthesis apparatus. (b) Structural
illustration of a single layer (PEA),PbBr,4. The inorganic layer is made up
of PbBr,2~ octahedra and the organic capping layers are 2-phenyl-
ethylammonium. The green, yellow, red and blue solid balls represent
lead (Pb), bromide (Br), carbon (C), nitrogen (N) atoms, respectively.
The hydrogen atoms are neglected. (c) Optical image of (PEA),PbBr,
microplates. The scale bar is 10 pm. (d) AFM image of a typical
(PEA),PbBr, microplate. The scale bar is 5 um.
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Fig. 2 Scanning electron microscope (SEM) images indicated the
growth process of (PEA),PbBr, microplates. (a) (PEA),PbBr4 thin film
without acetone vapour treatment. (b—f) (PEA),PbBr, microcrystals
treated with acetone vapour at 40 °C for 1 to 5 min, respectively. All
scale bars are 5 um. (g) Schematic diagram of the acetone-assisted
growth process of 2D perovskite microplates. The wavy arrows
represent the acetone vapour. The sample in (i) has been turned over
for clarity.

meeting the sample of perovskite film, and the thin film begins
to redissolve in acetone, which can be seen by naked eyes.
Although the solubility of (PEA),PbBr, perovskite in acetone is
extremely low, the amount of acetone is much excessive relative
to perovskite in this experiment. When the samples are turned
over, the perovskites easily recrystallize to form microplates, as
schematically illustrated in Fig. 2g. Here, the acetone seems to
play the role of a “solvent” for the perovskites, rather than an
“anti-solvent”. Noticeably, at room temperature, the products
are needle-shaped crystals, and microplates are scarcely found
in Fig. S3.7

Energy-dispersive X-ray spectroscopy (EDS) is performed to
investigate the composition of thin film and individual micro-
plate and the results are summarized in Table 1. The element
ratios Br/Pb of film and microplate are both close to 4: 1, in
accordance with the stoichiometry of 2D perovskites (PEA),-
PbBr,. In Fig. 3, EDS mapping shows the homogeneous
elemental distributions of carbon, lead and bromine in a typical
microplate, indicating that the perovskite molecules around the
plate have mostly been dissolved, then transported and finally
assembled into the plate during the growth process.

Table 1 Element ratio Br/Pb of 2D perovskite film and microplate by
EDS analysis

2D perovskite Element ratio Br/Pb

4.02
3.97

Film
Microplate

This journal is © The Royal Society of Chemistry 2018
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Fig. 3 EDS mapping of individual (PEA),PbBr, microplate. All scale
bars are 10 pm.

It is well-known that the 2D perovskites exhibit high PL
quantum yield and colour purity due to their self-organized
quantum wells structure.® PL properties of the 2D perovskites
are investigated with 325 nm laser excitation. As shown in Fig. 4,
(PEA),PbBr, microplates have a single peak PL spectrum at
room temperature corresponding to the band gap transition.
The peak locates at 407 nm and the full width at half maximum
(FWHM) is 11 nm, showing a high colour purity, which is
attractive for lasing and light emitting applications. The PL
intensity of (PEA),PbBr, microplates is much higher than that
of the thin film at an identical excitation condition (not shown
here, but can be inferred from the lower signal-noise ratio for
the film sample), indicating that improving the crystallinity of
2D perovskites (PEA),PbBr, leads to higher-efficiency PL. The
reasons for that can be tentatively attributed to the decrease of
the defect density and the suppression of scattering from polar
optical phonons.* The PL peak for the thin film sample locates
at 403 nm, showing a slight blue shift relative to the single-
crystalline sample. The inset is the fluorescence image of
a typical (PEA),PbBr, microplate. We clearly observe the purple-
blue light emission from the individual (PEA),PbBr, microplate.

Temperature dependent PL spectroscopy is an effective tool
to study the excitonic traps and phonon properties of semi-
conductors.®*** Here, we present the temperature dependent
PL spectra of (PEA),PbBr, microplates from liquid nitrogen
temperature (78 K) to room temperature (298 K) in Fig. 5a. A
magnification of the spectra ranging from 2.7 to 3.5 eV is shown
in Fig. 5b, which indicates that the band gap peaks slightly red
shift as temperature increases, a similar behaviour compared to
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Fig. 4 PL spectra of the (PEA),PbBr, microplates (blue line) and thin
film (purple dash dot) at room temperature. Inset: the fluorescence
image of a typical (PEA),PbBr, microplate. Scale bar is 5 um.
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Fig. 5 (a) Temperature dependent PL spectra from 78 to 298 K. (b) A

magnification of temperature dependent PL spectra ranging from 2.7
to 3.5 eV. (c) Integrated PL intensity of band gap (BG) emission (black)
and trap state emission (red). It should be mentioned that the PL
spectra of trap states are firstly fitted by Gaussian function and the
integrated PL intensities are calculated from the fitted curves. (d)
Measured FWHMs (blue solid triangles) as a function of temperature
and fitting result (red curve).

most semiconductors. Moreover, a new peak emerges in the PL
spectrum at 78 K, which will be discussed later. Noticeably,
a broad emission with FWHM of a few hundred of meV is found
in the low energy region of Fig. 5a at low temperatures, of which
the intensity decreases with ascending temperature and
becomes undetectable above 238 K (see Fig. S4at). The presence
of the broad emission can be ascribed to trap states in (PEA),-
PbBr,, resulting from the electron-phonon coupling at the
surface, which is similar to that reported in (RNH3),Pbl, ** and
that in (HIS)PbBr, (HIS = histammonium, 4-(2-ammonioethyl)-
1H-imidazol-3-ium).>* As contrast, the band gap PL intensity
increases markedly when temperature increases until up to 218
K, as summarized in Fig. 5c. Importantly, such behaviour,
termed as temperature-enhanced PL, is opposite to most re-
ported perovskite materials,>**° which is only recently found in
2D perovskite (PBA),Pbl, (PBA = 4-phenyl-1-butylammo-
nium),* similar to that in some inorganic semiconductors
materials.>** Above this critical temperature, the band gap PL
intensity begins to decrease. The ratio, Igg/Irrap, calculated from
integrated intensity of band gap (BG) emission to that of trap-
state emission at different temperature, as shown in
Fig. S4b,i increases quickly with ascending temperature from
78 to 238 K, indicating that the trapped excitons can be acti-
vated into band gap excitons as temperature increases, which is
much helpful for efficient band-band emission. The linewidth
or FWHM as a function of temperature is plotted in Fig. 5d and
the data are fitted by the following formula®® under the
assumption that the broadening of the linewidth is mainly
attributed to exciton-phonon interactions

Iy,

F(T) :F0+ﬂ'acT+T7
exp(kB;]f) -1
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where T’y (meV) is the linewidth at 0 K, ¢, (meV K ') and T op
(meV) are the contributions of exciton-acoustic phonon inter-
action and exciton-optical phonon interaction, respectively,
and Aw,, (meV) is the optical phonon energy. By fitting the
results, hiw,, is found to be (50 £ 3) meV (see Table S17). This
involved phonon energy cannot be assigned by the Raman
spectrum (shown in Fig. S5t) directly. It is much higher than the
single phonon energy (below 150 cm™ ") indicated by the Raman
spectrum, consistent with the previous result.”” The electron-
phonon coupling strength is fitted to be 276 meV, which is
evidently larger than the reported value for the CsPbBr;
quantum dots,*” usually causing nonradiative decay for exci-
tons.’ By simply fitting the PL quenching region (238-298 K)
shown in Fig. 5¢ according to the Arrhenius formula,* we have
tentatively derived the exciton binding energy to be ~120 meV,
proving the existence of the room temperature excitons.
Because no exciton binding energy for (PEA),PbBr, has been
reported so far to our knowledge, we compare this value with
that of other reported similar 2D materials.***** Our data have
the same order of magnitude as the reported.

As mentioned before, the PL spectrum at 78 K of the single
crystalline microplate is featured by a double peak structure, as
shown in Fig. S6.1 The new sharp peak is at 410 nm, the low
energy side of the band gap peak. Besides, a weak shoulder
around 415 nm at 78 K is also observable. A PL spectrum of the
film sample is shown for comparison. However, the origins of
the new peak and shoulder are not very clear so far. Several
possible mechanisms*™* such as phase transition, trapped
exciton and multiple-exciton effects, await to be discriminated
in the further study.

Conclusions

In summary, uniform rectangle microplates of 2D perovskites
(PEA),PDbBr, have been synthesized by converting the thin films
through the dissolution-recrystallization process in acetone
vapour. Efficient purple-blue emission is observed with
a narrow linewidth (~11 nm). These single-crystalline 2D
perovskite microplates have a unique temperature dependent
PL behaviour. The optical phonon energy around 50 meV and
the exciton binding energy around 120 meV are estimated by
fitting the temperature dependent FWHMs and intensities,
respectively.
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