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Water-resistant 2D lead(II) iodide perovskites:
correlation between optical properties and phase
transitions†

Bhushan P. Kore and James M. Gardner *

The hybrid perovskite-based solar cells have achieved photovoltaic efficiencies comparable to that of

the silicon-based solar cells; however, the light-absorbing perovskite materials are not stable and

undergo rapid degradation in the presence of moisture. There are only a few water-stable 2D perovskite

materials that have been explored so far. Keeping this in mind, we incorporated 3 different long-chain

alkylammonium cations in 2D perovskites using a generic solution synthesis route where the saturated

precursor solution was slowly cooled down to room temperature resulting in the single crystals of the

2D perovskites and studied their optical properties and stability against moisture. The prepared 2D

perovskites demonstrated robust stability under ambient conditions as well as resistance to water. The main

highlight of the present study is 2D perovskites emit bright green light in the 494–520 nm range even

in the presence of water. We anticipate that our results on the water stable perovskite will not only motivate

the use of these long alkyl chain cation-based 2D perovskite materials in perovskite solar cells for achieving

the prolonged device stability but also for the next generation LEDs and display technologies.

Introduction

The last several years have witnessed a rapid surge in a new class
of hybrid lead(II) halide perovskite-based solar cell technology.
The hybrid perovskites possess excellent light-harvesting cap-
ability along with a high defect tolerance1–3 and long charge
carrier diffusion lengths3–5 which are the physical properties of
an ideal photovoltaic material. The hybrid perovskites based
solar cells have surpassed PCE values over 25%;6 however, the
stability of hybrid perovskite under ambient conditions is still
the most concerned area from a commercialization point of
view of the technology.7,8

In the past, several attempts have been made to improve the
stability of the 3D perovskites. The initial approach to improve
the stability of the 3D perovskites was by preparing the mixed
cation9,10 and mixed halide compositions.11–13 The former
approach has shown to improve the stability of the perovskite
without compromising the band gap10,14 whereas the later
approach altered the band gap of the perovskite11,15 and when
devices made of mixed halide composition (I : Br) were kept
under continuous light illumination for long enough time they

phase segregated into iodide and bromide rich regions.16–18

Even though these perovskites show improved device performance
with moderately improved stability, but when the devices come in
contact with moisture the impurity phase of the PbI2

19 and other
non-photoactive/non-perovskite phases appear20 and gradually
increase with time. Therefore, it is important to encapsulate
the light-absorbing perovskite with moisture-resistant material
to prevent the degradation of perovskite from moisture.

In 2D layered perovskites, a bulky organic cation makes the
2D perovskite hydrophobic leading to the higher device stability
against moisture.21–23 Furthermore, the stacking of organic–
inorganic layers leads to the natural quantum well structure,
where the inorganic layers serve as the potential wells while the
organic layers act as potential barriers.24,25 Another interesting
feature of 2D perovskites is that the dielectric and excitonic
properties related to this quantum well structure can be easily
tuned by alloying halide anions and varying the thickness of the
inorganic layer.25–27

Coating 2D layer on the top of 3D perovskite is one of the
most commonly used approach these days for preventing the 3D
perovskite from the moisture.28–30 There are several 2D perovskite
materials have been explored using this approach and significant
improvement in the device stability was achieved but very few of
them showed higher photovoltaic efficiencies.22,29–31

From the commercialization of perovskite-based solar cell
technology point of view, there is an urgent need to improve
the stability of the perovskites in the near future. In literature,
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there are very few 2D perovskite materials reported that are
stable under humid conditions,29,32,33 thermal stress34–36 and
continuous illumination to UV light.29 The quest to develop a
stable perovskite material that can outperform under ambient
conditions has motivated us to investigate the long carbon
chain (C14, C16 and C18) organic cations in 2D perovskite.

In this study, we synthesized alkylammonium based (CnH2n+1-
NH3)2PbI4 2D perovskite systems. The desired compounds were
obtained by employing a simple slow precipitation method. The
stability of the prepared compounds was tested under ambient
conditions as well as by immersing them in water. The bulk
compounds do not show any degradation or impurity phases
when exposed to water for hours to days. Due to their water
resistance these materials could be interesting candidates for use
as a passivating layer for 3D perovskites to protect against
moisture and to improve the longevity of the 3D perovskite
photovoltaic devices.

Results and discussion

The two-dimensional hybrids with a general formula (CnH2n+1-
NH3)2MX4, where M is a metal cation (Pb, Cd, Cu, Mn) and X is
halogen (Cl, Br, I) have been studied in past for diversity in
their structure since they show structural phase transitions
below and near the room temperature depending upon the
length and conformation of the alkylammonium chains.37–40

The general structure of the lead-based (CnH2n+1NH3)2PbI4

(n = 14, 16 and 18) 2D perovskites consist of alternating layers
of a corner shared PbI6 octahedra and alkylammonium chains,
the schematic of the crystal structures of n = 14 compound is
shown in Fig. 1a and b. The alkylammonium chains in the
organic layers are connected to the inorganic layer by charge
assisted (N–H� � �I) hydrogen bonds.37,41 The inorganic layer
consists of a corner sharing PbI6 octahedra. Barman et al., were
the first to propose the crystal structure of these perovskites based
on the powder X-ray diffraction (XRD) and some other spectro-
scopic measurements, where they propose a non-interdigitated
arrangement of the alkylammonium chains with two possible

orientations.42 Later Billing et al., did temperature-dependent
single crystal XRD measurements and revealed that the alkyl-
ammonium chains are actually ordered with an interdigitated
arrangement and bound by van der Waals forces.41 These 2D
materials undergo first-order phase transitions and the phase
transitions are mainly attributed to the thermal motion of the
alkylammonium chains relative to the inorganic layers and
rotation of the inorganic planes relative to one another.41,42

The chains are more disordered in the HT phase. The first phase
transition refers to pre-melting and the second phase transition
refers to the melting of alkylammonium chains.41

The phase transitions in these compounds were also under
conflict. Billing et al.,41 observed a reversible phase transition
whereas Barman et al.,42 observed pre-melting transition when
the samples were kept for some days and then repeating the
calorimetric study. The conflict in the crystal structure could be
associated with the reversibility or irreversibility of the phase
transitions. We carried out the DSC measurements on the powder
samples of 2D perovskites and observed almost completely rever-
sible phase transitions, as shown in Fig. 1c. Furthermore, the DSC
results show the presence of thermal hysteresis as the exotherms
related to the pre-melting and melting transitions occur at lower
temperatures compared to the corresponding endotherms. The
phase after the melting transition is not discussed in the literature
due to the loss of the crystallinity of the crystals.

In these 2D perovskites, during the first phase transition the
crystal system change from the orthorhombic to the monoclinic
unit cell and the unit cell dimension get halved after the phase
transition.41 The unit cell of these 2D materials at RT consist of
two organic layers sandwiched between 3 inorganic layers (Fig. 1a).
After the first phase transition, the structure of the 2D perovskite
changes to the monoclinic unit cell in which a single layer of
organic cations is sandwiched between the two inorganic layers
as shown in Fig. 1b. In the RT phase, the lead atoms from the
two consecutive inorganic layers are offset, and this leads to the
staggered arrangement of the adjacent layers (Fig. 1a), whereas
in the monoclinic structure they are well aligned from one layer
to another, resulting in the overlapped arrangement of the
adjacent layers.

Fig. 2a shows the absorption and PL emission spectra of thin
film of (n = 14) 2D perovskite. The absorption spectra show an
absorption maximum at 488 nm and a second peak at longer
wavelengths for all of the three compounds (Fig. S1a and b,
ESI†). The PL emission spectra also reveal the presence of two
unresolved peaks in all three samples, which is complimentary
to the absorption results. The presence of two unresolved peaks
in absorption and PL emission spectra could originate from the
simultaneous coexistence of the two crystallographic phases in
these compounds.

These 2D perovskite compounds undergo phase transitions
that occur slightly above the RT. In this study, the thin-films of
these compounds were prepared by spin coating technique and
were annealed at 100 1C. This annealing temperature is large
enough to cross the phase transitions. The presence of shoulder
peak in the PL spectra suggests the presence of both the RT phase
and HT phase in the annealed films. The longer wavelength peak

Fig. 1 Schematic of the crystal structure of the (C14H29NH3)2PbI4 perovskite
(a) at room temperature (RT) and (b) at high temperature (HT) with inter-
digitated arrangement of alkylammonium chains. (c) Differential scanning
calorimetry (DSC) curves of the (CnH2n+1NH3)2PbI4 (n = 14, 16 and 18) 2D
perovskite powder samples measured in both heating and cooling cycle.
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originates from the presence of HT phase, because through the
annealing process (100 1C) of the samples, a change in color from
yellow to orange is observed. The change in color is precisely
what would be expected from the HT phase having a redshifted
PL emission. From the XRD results it is difficult to observe the
presence of the HT phase since the XRD patterns of the RT phase
and HT phase are similar and as a thin-film the materials are
preferentially oriented such that only certain diffraction peaks are
observed compared to the isotropically oriented powder samples
(Fig. S2, ESI†).

To further confirm the origin of the peak at longer wave-
length region, we compared the PL emission spectra of the
freshly prepared powder samples, the powder samples were not
annealed at all, with that of the thin films. The PL emission
peak at a shorter wavelength exactly overlaps with the PL
emission spectra recorded in the powder samples (Fig. S3,
ESI†), indicating that the peak at longer wavelengths results
from the presence of the HT phase.

To rule out the possibility of emission at the longer wave-
lengths due to defect related states, we carried out absorption
measurements after several cycles of annealing the samples
above the phase transition temperature and cooling down to
room temperature. The absorption spectra of all the three 2D
perovskite samples (Fig. 2b and Fig. S4a, b, ESI†) show emer-
gence of absorption peak at longer wavelength after annealing
the samples, which corresponds to the high temperature phase
that is suppressed when the samples cools down to room
temperature. The reversibility of this phase transitions can be
observed even after several cycles of heating and cooling, which
clearly illustrates that the longer wavelength absorption peak
does not correspond to the defect related states but due the
presence of high temperature phase. Furthermore, the time
evolution of absorption spectra (Fig. 2c and Fig. S4c, d, ESI†)
just after annealing the thin films demonstrates how a gradual
transformation from HT phase to RT phase take place in these
2D perovskites. In these figures an isobestic point is present at
495 nm, indicating that the materials transition seemlessly
from one phase to another.

We speculate that the observed reversibility and irreversibility
of phase transitions in powder and thin films of the 2D perovskites
is due to the fact that in a thin film the crystals of the 2D
perovskites have no place to move as they relax to the RT phase

and as a result are trapped. In a powder there is no such guarantee
that crystals are in direct contact with one another and the
inorganic planes are freer to rotate.

All three of the 2D lead iodide perovskite compounds exhibit
intense green light emission upon UV light exposure (Fig. S5,
ESI†). We measured absolute PL QYs using integrating sphere
and found to be 2, 2 and 3% for n = 14, 16 and 18 2D perovskite
powder samples, respectively. We further verified the PL QY
results of 2D perovskite thin film samples by comparing the PL
emission of 2D perovskite with a standard dye of known PL QY
(see Fig. S6, ESI†). The PL QY values estimated from relative PL
QY measurements are 10, 12 and 15% for n = 14, 16 and 18
perovskites. Such a large variation in PL QY values using two
different techniques could be due to the difference in the light
detection technique in relative and absolute PL QY measurements
and variation in the quality (grain size, defects, crystallinity of the
sample) of the samples. The reason for lower PL QYs in powder
samples of 2D perovskites could be more self absorption losses
inside the sample. The differences in these two measurements and
their data are further expanded upon in the ESI† section on
absolute and relative PL QY.

The absorption spectra of n = 14, 16 and 18 samples do not
show any significant shift in the absorption edge this suggests
that the organic cation orbitals do not significantly contribute to
the valence and conduction bands. However, it has been predicted
that the length of organic cation could modify the hole and
electron confinement potentials which can significantly influence
the carrier transport or confinement in the structure.24,43

We explored the stability of these 2D perovskite compounds,
for this we prepared the fresh films of n = 14, 16, 18 samples
and stored them under ambient conditions with relative
humidity of 30–50%. To track the changes in the samples, we
measured the XRD, absorption and PL emission spectra of
these films over 90 days. The XRD results do not show presence
of any impurity peaks either from PbI2 or any other related phases,
suggesting these samples are quite stable under ambient con-
ditions (Fig. S7, ESI†). As shown in Fig. 3a and c the absorption
and PL emission spectra of n = 14 sample show stable absorp-
tion edge and PL emission peak positions. The absorption and
PL plots of n = 16 and 18 samples are shown in Fig. S8 and S9
(ESI†) and these compounds also exhibit quite stable optical
properties.

Fig. 2 (a) Absorption and photoluminescence spectra of (C14H29NH3)2PbI4 2D perovskite thin films. (b) Absorption spectra of (C14H29NH3)2PbI4 2D
perovskite thin film recorded just after annealing the thin film at 100 1C (dotted curve) and thin film cooled to room temperature for 1 h (solid curve).
(c) Evolution of absorption spectra of (C14H29NH3)2PbI4 2D perovskite thin films just after annealing at 100 1C with time.
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The magnified view of the absorption spectra of n = 14
sample shown in Fig. 3b illustrates that the absorption from the
HT phase gradually decreases with time suggesting the percen-
tage of HT phase reduces with time and dominant emission
from the RT phase was observed, similar trend is observed in
the absorption spectra of n = 16 and 18 samples (Fig. S8, ESI†).

Moreover, a gradual rise in the PL emission intensity with time
was observed in all the 3 samples (Fig. 3c and Fig. S9, ESI†),
which could be related to the passivation of the surface trap
states present in the sample either by moisture44 or oxygen
present in open atmosphere.45 The other reason for the increase
in PL intensity of peak corresponding to RT phase is conversion
of HT phase to RT phase with time. The normalized intensity
plots of the fresh samples and aged samples illustrate that
the significant portion of the HT phase diminished with time
(Fig. S10, ESI†). Furthermore, the variation in PL intensity ratio
of RT phase to HT phase (Fig. 3d) shows a gradual rise in the PL
intensity ratio, this also suggest that the HT phase significantly
transforms into RT phase after aging. The absorption and PL
results leads to a common conclusion that the percentage of HT
phase gradually decrease with time.

To check how these 2D perovskite compounds perform in
presence of water, we dipped the freshly prepared thin films of
n = 14, 16 and 18 in water and monitored the XRD, absorption
and PL emission as a function of time. The n = 14 based films
show drastic change in the absorption spectra within 48 hours
in water (Fig. 4a). The XRD measurement did not show any
diffraction peaks when measured and the substrate was almost
transparent which is due to the complete dissolution of
perovskite in the water within this period. In comparison to the
n = 14 sample, the n = 16 and n = 18 2D perovskites show stable
absorption peak, as shown in Fig. 4b and c. The samples
immersed in water do not show any impurity peak either from
PbI2 or any other hydrated phases illustrating the resistive property
of these 2D perovskites towards water (Fig. 4d). However, the XRD

Fig. 3 (a) and (b) Absorption and (c) photoluminescence spectra of thin
films of (C14H29NH3)2PbI4 2D perovskite thin films stored under ambient
conditions. (d) Variation in the photoluminescence intensity ratio of
shorter wavelength peak (496 nm) to the longer wavelength peak
(516 nm).

Fig. 4 Absorption spectra of (a) (C14H29NH3)2PbI4, (b) (C16H33NH3)2PbI4 and (c) (C18H37NH3)2PbI4 2D perovskites thin films immersed in water. (d) XRD
pattern of (C18H37NH3)2PbI4 thin film immersed in water and (e) bright green light emission from the (C14H29NH3)2PbI4 powder sample immersed in water
and kept under continuous UV light (365 nm) illumination.
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results show a gradual drop in the intensity of the diffraction
peaks, which is due to the partial dissolution of the 2D perovskite
compounds in water. The absorption (Fig. 4a–c) and PL emission
results (Fig. S11, ESI†) also supports this claim where a drop in
both the absorption and PL emission intensity is observed with
time. The effect of water on the phase transition can be clearly
seen in Fig. 4b and c. The absorption results in Fig. 4 demon-
strate major loss of the HT phase compared to the RT phase.
The comparison of optical absorption spectra of the samples
stored under ambient conditions (Fig. 3 and Fig. S8, ESI†) and
in water (Fig. 4) over a similar time scale illustrates the samples
stored in water undergo much faster conversion of HT phase to
RT phase. The argument for water affecting the HT phase and
transforming it to the RT phase goes as follows. The grain
boundaries in the thin films are the most likely place to
be attacked by water. In doing so, they will react away and
become smaller. When they shrink, they will no longer be in
contact with neighboring grains and can rotate more freely and
transform back to the RT phase.

The photos of powder samples of n = 14 dipped in water and
under continuous UV light exposure are given in Fig. 4e, the
bright green light emission can be observed from the sample
which slowly quenches when the samples are kept in water for
long time. We further noticed that the spin coated thin-film 2D
perovskite samples dissolves much faster in water compared to
the bulk powder indicating more resistant nature of powder
samples towards water. Note here that the stability results
follow a trend of increasing stability with increasing number
of carbon atoms in the alkylammonium chain. From these
results one could expect a more water-resistant 2D perovskite
with a use of even much longer (n 4 18) alkylammonium
cations so, the future research direction will be focused on the
synthesis of other long chain organic cation based 2D perovskites
and study their optical properties and stability towards harsh
moist conditions.

Conclusion

In summary, alkylammonium cation based 2D perovskites
with varying carbon atoms were successfully synthesized via a
simple solution processed method. The powder samples of 2D
perovskites show completely reversible phase transitions whereas
the thin-films of the same samples possess irreversibility in phase
transitions as confirmed from the PL measurements which could
be attributed to ease with which the inorganic layers relax upon
cooling to room temperature in thin films and powder samples.
The absorption and PL measurements show a gradual drop in the
percentage of high temperature phase with aging and dominant
emission from the RT phase. Furthermore, the presence of
moisture helps in achieving the RT phase. Remarkably, the 2D
perovskites show a bright green light emission which is stable
even in presence of water and the XRD measurement do not show
presence of any impurity phase even after water treatment, this
property of perovskites is of paramount importance to the design
of practical optoelectronic devices.
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