
 Open access  Journal Article  DOI:10.1021/ACS.JPCLETT.7B02679

Enhanced Thermal Stability in Perovskite Solar Cells by Assembling 2D/3D Stacking
Structures — Source link 

Yun Lin, Yang Bai, Yanjun Fang, Zhaolai Chen ...+7 more authors

Institutions: University of Nebraska–Lincoln, University of North Carolina at Chapel Hill

Published on: 23 Jan 2018 - Journal of Physical Chemistry Letters (American Chemical Society)

Topics: Perovskite (structure) and Stacking

Related papers:

 Organometal Halide Perovskites as Visible-Light Sensitizers for Photovoltaic Cells

 High-efficiency two-dimensional Ruddlesden–Popper perovskite solar cells

 
Efficient ambient-air-stable solar cells with 2D–3D heterostructured butylammonium-caesium-formamidinium lead
halide perovskites

 One-Year stable perovskite solar cells by 2D/3D interface engineering

 2D Homologous Perovskites as Light-Absorbing Materials for Solar Cell Applications

Share this paper:    

View more about this paper here: https://typeset.io/papers/enhanced-thermal-stability-in-perovskite-solar-cells-by-
gd1je20xcs

https://typeset.io/
https://www.doi.org/10.1021/ACS.JPCLETT.7B02679
https://typeset.io/papers/enhanced-thermal-stability-in-perovskite-solar-cells-by-gd1je20xcs
https://typeset.io/authors/yun-lin-24tiw9yuzz
https://typeset.io/authors/yang-bai-5bd060ytwy
https://typeset.io/authors/yanjun-fang-2d0bp57ipp
https://typeset.io/authors/zhaolai-chen-4djqxumua9
https://typeset.io/institutions/university-of-nebraska-lincoln-b5633ax8
https://typeset.io/institutions/university-of-north-carolina-at-chapel-hill-1436f8fx
https://typeset.io/journals/journal-of-physical-chemistry-letters-1uht5hki
https://typeset.io/topics/perovskite-structure-3bq2vt1u
https://typeset.io/topics/stacking-2dd8drcb
https://typeset.io/papers/organometal-halide-perovskites-as-visible-light-sensitizers-4htlgy1ikw
https://typeset.io/papers/high-efficiency-two-dimensional-ruddlesden-popper-perovskite-51agdknvuq
https://typeset.io/papers/efficient-ambient-air-stable-solar-cells-with-2d-3d-3zodkfoqig
https://typeset.io/papers/one-year-stable-perovskite-solar-cells-by-2d-3d-interface-3uapzy45tv
https://typeset.io/papers/2d-homologous-perovskites-as-light-absorbing-materials-for-2ff0fsfqxz
https://www.facebook.com/sharer/sharer.php?u=https://typeset.io/papers/enhanced-thermal-stability-in-perovskite-solar-cells-by-gd1je20xcs
https://twitter.com/intent/tweet?text=Enhanced%20Thermal%20Stability%20in%20Perovskite%20Solar%20Cells%20by%20Assembling%202D/3D%20Stacking%20Structures&url=https://typeset.io/papers/enhanced-thermal-stability-in-perovskite-solar-cells-by-gd1je20xcs
https://www.linkedin.com/sharing/share-offsite/?url=https://typeset.io/papers/enhanced-thermal-stability-in-perovskite-solar-cells-by-gd1je20xcs
mailto:?subject=I%20wanted%20you%20to%20see%20this%20site&body=Check%20out%20this%20site%20https://typeset.io/papers/enhanced-thermal-stability-in-perovskite-solar-cells-by-gd1je20xcs
https://typeset.io/papers/enhanced-thermal-stability-in-perovskite-solar-cells-by-gd1je20xcs


Enhanced Thermal Stability in Perovskite Solar Cells by Assembling
2D/3D Stacking Structures

Yun Lin,† Yang Bai,† Yanjun Fang,† Zhaolai Chen,† Shuang Yang,† Xiaopeng Zheng,† Shi Tang,†

Ye Liu,† Jingjing Zhao,† and Jinsong Huang*,†,‡

†Department of Mechanical and Materials Engineering, University of NebraskaLincoln, Lincoln, Nebraska 68588, United States
‡Department of Applied Physical Science, University of North Carolina, Chapel Hill, North Carolina 27514, United States

ABSTRACT: Two-dimensional (2D) perovskites have been shown to be more stable
than their three-dimensional (3D) counterparts due to the protection of the organic
ligands. Herein a method is introduced to form 2D/3D stacking structures by the
reaction of 3D perovskite with n-Butylamine (BA). Different from regular treatment
with n-Butylammonium iodide (BAI) where 2D perovskite with various layers form, the
reaction of BA with MAPbI3 only produce (BA)2PbI4, which has better protection due
to more organic ligands in (BA)2PbI4 than the mixture of 2D perovskites. Compared to
BAI treatment, BA treatment results in smoother 2D perovskite layer on 3D perovskites
with a better coverage. The photovoltaic devices with 2D/3D stacking structures show
much improved stability in comparison to their 3D counterparts when subjected to heat
stress tests. Moreover, the conversion of defective surface into 2D layers also induces
passivation of the 3D perovskites resulting in an enhanced efficiency.

O rganic−inorganic halide perovskites have become a class
of promising materials in the optoelectronic fields of

solar cells,1 light emitting diodes,2 photodetectors,3 and
radiation detectors4 owing to their outstanding optoelectronic
properties.5−7 Three-dimensional perovskite polycrystalline
thin films inevitably contain defects on surfaces and at grain
boundaries,8,9 which can incur nonradiative charge recombina-
tion to reduce device efficiency and initiate the degradation of
perovskites.10−12 Therefore, passivation of defects is necessary,
and a lot of related research has been done to continuously
improve the photovoltaic performance and stability.10−20 The
record power efficiency of perovskite solar cells has reached
over 22.1%.21

Compared to 3D perovskites, enhanced moisture stability has
been observed in 2D perovskite materials.22−26 2D perovskites
(PEA)2(MA)2Pb3I10 (PEA = C6H5(CH2)2NH3

+, MA =
CH3NH3

+) are used as absorbers in solar cells; the powder
X-ray diffraction of (PEA)2(MA)2Pb3I10 did not show obvious
changes after exposure to 52% relative humidity for 46 days,
while MAPbI3 completely converted to PbI2.

22 A similar result
that a film of (BA)2(MA)2Pb3I10 showed extremely high
moisture stability was also reported.23 Despite high moisture
stability, the efficiency of 2D perovskite solar cells is still quite
low. The record power conversion efficiency (PCE) of 2D
perovskite solar cells reported in the literature is 13.7%.27 In
this sense, construction of 2D/3D stacking structures can
combine the advantages of enhanced stability in 2D perovskites
as well as the strong light absorption and good charge carrier
transport properties in 3D perovskite materials. On the basis of
our previous work, degradation of perovskite films was
initialized from the defects sites on surfaces and at grain

boundaries.28 Therefore, introducing a thin 2D perovskite layer
to wrap the surface and grain boundary of 3D perovskites is
promising to enhance the device stability while maintaining its
high efficiency.
In this work, we report the construction of 2D/3D stacking

structures by the reaction of n-butylamine (BA) with the
surface of 3D perovskites. We found that the resulting 2D
perovskite layers by two methods, i.e., BA and n-butylammo-
nium iodide (BAI) treatments, had different compositions;
therefore, the possible chemical reaction mechanisms are
proposed. As a result, the introduction of a thin 2D perovskite
layer on the surface and/or at the grain boundaries of 3D
perovskites enhances the thermal stability of the finished
photovoltaic devices. In addition, the thin 2D layers also have
defect passivation and defect healing effects, which reduce the
trap density, prolong the carrier lifetime, and increase the PCE
to 19.56%.
The schematic illustration of the 2D/3D stacking structure is

shown in Figure 1a. The one-step spin-coating method was
employed to form polycrystalline MAPbI3 thin films. Then, in
the following post-treatments, two kinds of solutions (BA
dissolved in chlorobenzene (CB) and BAI dissolved in
isopropyl alcohol (IPA)) were spun-coated on top of 3D
perovskite layers. We expected that the BA or BAI molecules
would gradually diffuse into the crystalline structure through
surface and grain boundaries, reacting with MAPbI3 according
to eqs 1 and 2
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+ + → + ↑2BA MAI MAPbI (BA) PbI 2MA3 2 4 (1)

+ ↔ +− +n2BAI MAPbI (BA) (MA) Pb I MAIn n n3 2 1 3 1 (2)

As a result, thin layers of two-dimensional perovskites were
generated on top of 3D perovskite polycrystalline films,
forming the 2D/3D stacking structures. The molecular
structures of the formed 2D layers are different, as illustrated
in Figure 1b,c.
Surface morphology changes of MAPbI3 films treated by BA

and BAI with optimized solution concentrations (see below)
were observed by scanning electron microscopy (SEM). The
morphology of pristine MAPbI3 thin films in Figure 1d
resembles that of typical perovskite films made by the one-step
spin-coating method. After BA treatment, the surface became
smoother (Figure 1e), which resembles the effect of amine gas
treatment where the surfaces of perovskite films were dissolved
by amine and re-formed after the amine evaporated.29 This
smoother surface morphology indicates that the newly formed
2D perovskite layer can uniformly cover the 3D perovskites
underneath. For BAI treatment, a clear surface morphology
change was also observed (Figure 1f) where the surface was
relatively rougher. This morphology change may be due to 3D
to 2D phase transition.30 The RMS (root mean square) surface
roughness values extracted from atomic force microscopy
measurements (see Figure S1) reduce from 32.51 nm for
pristine MAPbI3 films to 16.87 and 18.95 nm after BA and BAI
treatments, respectively.
XRD and UV−vis absorption measurements were conducted

to verify the formation of 2D/3D stacking structure. The
formed 2D perovskite layers are too thin to be detected in
regular XRD and absorption measurements for the real post-
treatment conditions used in the device fabrication; therefore,
the post-treatment time for samples used here was intentionally
prolonged. Figure 2a shows the XRD patterns of MAPbI3
polycrystalline thin films before and after BA or BAI treatment
for 3 min. The XRD pattern of pure 2D perovskite films with
different n values (n represents the number of Pb−I sheets in
each inorganic layer) can be found in a previous report.23 After
BA treatment, some additional diffraction peaks showed up,
which were indexed to be (002), (004), (006), and (008)
planes of 2D perovskite (BA)2PbI4 (n = 1). The intensity of

diffraction peaks of (BA)2PbI4 are stronger than that of
MAPbI3, which implies that the reaction rate is very fast and BA
treatment may completely convert MAPbI3 into (BA)2PbI4
when the treatment time is long enough. For BAI-treated films,
some additional diffraction peaks are also observed. They are
indexed to be the (002) plane of (BA)2PbI4 (n = 1), (040),
(060), (111), (0k0), and (222) planes of 2D perovskites with n
= 2, and (111) and (222) planes of 2D perovskite layer with n
= 3, 4, indicating the formation of a 2D perovskite mixture with
different n values.
The optical absorption of pristine, BA-treated, and BAI-

treated MAPbI3 films with different reaction times was
investigated. The UV−vis absorption spectra of the 2D
(BA)2(MA)n−1PbnI3n+1 family (n = 1−4) had been previously
reported.31 The excitonic absorption peaks could be observed
at 2.44, 2.17, 2.04, and 1.93 eV for n = 1, 2, 3, and 4,
respectively. As clearly shown in Figure 2b, an additional
absorption peak at 2.44 eV was observed in BA-treated MAPbI3
thin films after reaction for 3 min. When the reaction time
increased to 5 and 10 min, this absorption peak could still be
recognized with the same photon energy. This absorption peak
corresponds to the excitonic absorption from 2D perovskite
(BA)2PbI4 (n = 1), which agrees well with the XRD result in
Figure 2a. The UV−vis absorption spectra of BAI-treated
MAPbI3 films are shown in Figure 2c; two peaks located at 2.04
and 1.93 eV can be clearly resolved with a reaction time of 3
min, corresponding to the excitonic absorption from 2D
perovskites with n = 3 and 4, respectively. When the reaction
time was increased to 5 min, an extra peak at 2.17 eV showed
up, which was located at the same position as the excitonic
absorption peak of 2D perovskites with n = 2. Upon further
increasing the reaction time to 10 min, two high energy peaks
(2.44 and 2.17 eV) stood out, which were indexed to be
excitonic absorption from 2D perovskites with n = 1 and 2,
while two low-energy peaks gradually merged into the
continuum absorption spectrum of 3D perovskites. It is
concluded that a mixture of 2D perovskites with a variety of
layer numbers is formed after BAI treatment.
The surfaces of 3D perovskite films made by a regular

solution process have been shown to be defective, while some
charge transport materials were found to passivate the surface
defects of perovskite films.32,33 We speculate that the formation

Figure 1. Schematic figure of (a) the perovskite film treated by BA to
form a 2D/3D stacking structure and (b,c) 2D/3D molecular
junctions on the surface and at grain boundaries of 3D perovskite
films induced by BA and BAI treatments, respectively; SEM images of
(d) MAPbI3 films, (e) BA-treated MAPbI3 films, and (f) BAI-treated
MAPbI3 films.

Figure 2. XRD of (a) BA-treated MAPbI3 films, BAI-treated MAPbI3
films, and the bottom 3D MAPbI3 films. Absorption spectra of (b) BA-
treated MAPbI3 films and (c) BAI-treated MAPbI3 films with different
reaction times.
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of 2D perovskites may also heal the surface defects due to the
conversion of the defective surface of 3D perovskites into 2D
perovskites. Time-resolved photoluminescence (TRPL) meas-
urement has been conducted to examine the defect passivation
effects of BA and BAI treatments on MAPbI3 films. The TRPL
measurements revealed an increased carrier lifetime for the
MAPbI3 films after both BA and BAI treatments, as shown in
Figure 3a,b. The carrier lifetime of the pristine MAPbI3 film was

16 ns, and after BA treatment, the carrier recombination
lifetime was increased to 52, 122, and 204 ns when increasing
the concentration of BA solution for spin-coating to 0.1, 0.3,
and 1% v/v, respectively. For BAI treatment, when increasing
the BAI concentrations to 1, 2, and 4 mg/mL, the carrier
lifetime was increased to 48, 56, and 194 ns, respectively.
The photovoltaic devices had a structure of indium tin oxide

(ITO)/poly(bis(4-phenyl)(2,4,6-trimethylphenyl)amine)
(PTAA)/perovskite/[6,6]-phenyl-C61-butyric acid methyl
ester (PCBM)/C60/2,9-dimethyl-4,7-diphenyl-1,10-phenan-
throline (BCP)/Cu (Figure 3c). The photovoltaic performance
of devices treated by BA and BAI was optimized with different
solution concentrations, and the photocurrent density−voltage
(J−V) characteristics are shown in Figure S2a,b, respectively.
The detailed device performance parameters are summarized in
Table S1. For BA-treated devices, the best device efficiency was
achieved with a solution concentration of 0.1% v/v. The device
efficiency reduced when the concentration was further
increased. This is because of the formation of too thick two-
dimensional perovskites with poor charge transport properties.

For BAI-treated devices, the optimized PCE was obtained with
a concentration of 1 mg/mL. Similarly, when the concentration
was further increased, the device performance got worse. Figure
S3 provides statistical data on the reproducibility of the solar
cell performance. Under simulated 1 sun illumination, average
efficiencies of 17.05% (s.d. (standard deviation) ± 0.30),
18.89% (s.d. ± 0.34), and 18.17% (s.d. ± 0.31) were obtained
from 40 devices for pristine, BA-treated, and BAI-treated
MAPbI3, respectively. The detailed statistical data is summar-
ized in Table S2. The J−V curves are shown for the best cells in
Figure 3d (reverse scan). The substantial improvements in
performance produced by BA and BAI treatments are reflected
in all photovoltaic metrics (see Table S3). Compared to the
control device (Jsc: 22.20 mA/cm

2; Voc: 1.08 V; FF: 0.74; PCE:
17.75%), the best device achieved for BA treatment had a Jsc of
22.49 mA/cm2, a Voc of 1.11 V, a FF of 0.78, and a PCE of
19.56%. For BAI-treated devices, the best obtained PCE was
18.85% (Jsc: 22.59 mA/cm2; Voc: 1.09 V; FF: 0.77). The J−V
characteristics of forward and reverse scanning for the best cells
were recorded (Figure 3e), with no obvious hysteresis observed
(see Table S4 for detailed photovoltaic parameters). A stable
output photocurrent density and PCE of these champion cells
were obtained under the standard 1 sun illumination (Figure
3f). Compared to the control device (17.28%), higher PCEs of
19.29 and 18.51% were achieved in BA- and BAI-treated
devices, respectively.
The capability of 2D/3D stacking structures toward thermal

stress was investigated. Capacitance vs frequency measurement
was adopted to investigate the device degradation caused by
thermal stress. The spectra of fresh devices and aged devices
(heated at 85 °C for 20 h) are displayed in Figure 4a,b,
respectively. For fresh devices, no obvious difference can be
observed in the capacitance−frequency spectra. After thermal
stress, the device based on 3D MAPbI3 exhibits nearly 1 order
of magnitude larger capacitance than that of the fresh devices in
the low-frequency region, while similar capacitance in the high-Figure 3. PL decay comparison for control (MAPbI3 films) and BA-

treated MAPbI3 films (a) and control and BAI-treated MAPbI3 films
(b) with different concentrations; schematic figure of the device
structure (c), J−V characteristics for the best cells (d), comparison of
forward and reverse scans (e), and maximum power point tracking
under continuous 1 sun illumination (f) of the control, BA-treated, and
BAI-treated devices.

Figure 4. Capacitance−frequency spectra of the control, BA-treated,
and BAI-treated devices (a) before and (b) after thermal stress at 85
°C for 20 h; (c) proposed degradation mechanism in 2D/3D stacking
and 3D devices; (d) normalized PCE of the related devices in a
thermal stress test over time; each point is representative of seven
samples. The marker indicates the mean value of each set of data, and
the error bars are standard deviations.
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frequency region. The capacitance in the low-frequency regime
may be attributed to ionic migration to the contact inter-
face.34−36 At moderately high temperature, the cationic and
halide components in 3D MAPbI3 can easily escape from the
surface, producing high-density iodine and MA vacancies in
perovskite materials facilitating ionic motion, which results in
increased capacitance in the low-frequency regime. This
thermal decomposition usually starts from the surface and
grain boundaries where there is higher defect density.28 As
illustrated in Figure 4c, the 2D perovskite layer at the surface
and grain boundaries in a 2D/3D stacking structure could
effectively suppress the formation of mobile ions under elevated
temperature as compared to 3D perovskites. In 3D perovskites,
the volatilization of MA or I2 from the crystal surface or grain
boundaries should be the major reason for the formation of
mobile MA and iodine vacancies. The larger size of BA+ as
compared to MA+ is supposed to play a key role in stopping the
volatilization of MA or I2. This is because neither the
volatilization of the BA+ ion itself nor the exchanges of BA+

with inner MA+ ions is easy. In our previous publication, we
showed that using larger organic cation BA+ could increase the
ion migration potential barrier, which also helps to suppress the
escape of volatile ions from the perovskite crystal.37

The stability of the devices was evaluated in an accelerated
mode. Because the encapsulated devices last more than 1
month under illumination, here the nonencapsulated devices
were evaluated under an elevated temperature of 95 °C and
were compared with control devices. Here, seven devices were
tested for each condition. The normalized average PCEs along
the testing time are shown in Figure 4d. The control device
degraded to 69.8% of its initial efficiency after continuous
heating for 100 h, while the modified devices still maintained
96.5 and 88.2% of their initial efficiencies for devices with BA
and BAI treatments, respectively. The deterioration of device
performance agrees quite well with the thermal study observed
above. The comparison of normalized Jsc, Voc, FF, and PCE of
the control, BA-treated, and BAI-treated devices in thermal
stability tests is summarized in Figure S4.
In summary, the perovskite solar cells with 2D/3D stacking

structures were achieved by two different post-treatment
methods. The compositions of resulting 2D perovskites are
different due to the different chemical reaction mechanisms.
However, both perovskite solar cells with 2D/3D stacking
structures were demonstrated to be effective in enhancing the
device performance by passivation and self-healing effects.
Meanwhile, these structures have much better thermal stability
than conventional 3D perovskite solar cells due to the reduced
defect density and suppressed ion migration on the surface and
at grain boundaries. Our work provides insight on the chemical
reaction mechanism of forming 2D/3D stacking structures and
provides a new avenue to tune the 2D/3D stacking structures
by adopting different post-treatments as well as increasing both
the performance and stability of perovskite solar cells.
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