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Large open-circuit voltage (V,.) loss is the main issue limiting the
efficiency improvement in wide bandgap perovskite solar cells
(PerSCs). Herein, a facile buried interface treatment by hexachloro-
triphosphazene is developed to suppress the V. loss. The PerSCs
include a [Csp22FA.78Pb(lo.g5Bro.15)310.97(MAPbCl3)g 03 (1.67 eV)
absorber and deliver an efficiency of 21.47% and a V,. of 1.21 V
(Voc loss of 0.46 V). More importantly, the unencapsulated PerSCs
maintain 90% of the initial efficiency after aging 500 h in N,.

Recently, perovskite solar cells (PerSCs) have achieved extra-
ordinary progress with a rapid power conversion efficiency
(PCE) increase from 3.8% to 25.7%, approaching the Shockley-
Queisser (S-Q) limit in single-junction solar cells."* In order to
surpass the S-Q limit, two terminal (2T) or four terminal (4T)
tandem devices were designed. The theoretical efficiencies of 2T
and 4T tandem configurations can be over 46%, remarkably
higher than the ~33% efficiency for a single junction cell under
1 sun illumination.>* This is because the wide bandgap (WBG)
top cell and narrow bandgap (NBG) bottom cell complementarily
absorb the light, which can significantly improve the light energy
utilization and reduce the thermal loss of charge carriers, and
thereby achieve further improvement in the PCE.>® For tandem
solar cells (TSCs), WBG PerSCs play a more essential role in
harvesting high-energy photons and providing a high open-
circuit voltage (Vo.).”

WBG PerSCs are usually composed of a high content of Cs
ions at the A sites or a high content of bromine ions at the X
sites to regulate the perovskite bandgap with over 1.65 eV.'°
The performance of WBG PerSCs has been limited by the V.
deficit due to the severe interface recombination loss, which
originates from film defects or energy level mismatch between
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the perovskite layer and the charge transport layer. To solve
this, many methods have been used to improve the film quality
of WBG perovskites, such as composition optimization, additive
coordination, solvent engineering and defect passivation.'"™**
However, the processing complexity and low reproducibility
restrain a wide application. A more efficient strategy is urgently
needed to further mitigate V. deficits in WBG PerSCs to accel-
erate the development of perovskite-based TSCs."*®

In this work, hexachlorotriphosphazene (HCCP) is employed
to optimize the interface quality between the perovskite and
underlying hole transport layer in p-i-n WBG PerSCs. The
HCCP effectively improves the wettability of the hole transport
layer poly[bis(4-phenyl) (2,4,6-trimethylphenyl) amine] (PTAA),
reduces the trap-assisted non-radiative recombination and
improves V,.. Consequently, HCCP-treated WBG PerSCs with
a 1.67 eV bandgap perovskite absorber layer demonstrate a high
efficiency of 21.74% with a small V,,. deficit of 0.46 V, which is
one of the best reported in WBG PerSCs. Moreover, the unen-
capsulated PerSCs show an improved stability by maintaining
90% of the initial efficiency after 500 h of storage in N,
conditions.

Polyphosphazene (HCCP, Fig. 1a) is a representative organic-
inorganic hybrid material and exhibits many advantages, such as
a simple synthesis, easy purification and low cost.'” The strong
n-n interaction between P and N in the main chain contributes
to a favorable structural stability.'® In the Nuclear Magnetic
resonance (NMR) measurement (Fig. 1b and Fig. S1, ESIt), the
characteristic *'P peaks of HCCP in the Pbl,-HCCP composite
show an obvious shift to a higher ¢ value compared with that of
pure HCCP. The shift of *'P indicates the interaction between P
and Pb, leading to a weakened shielding effect because the
valence electron deviates from the proton and appears as a
signal peak in the low field. In Fig. S2 (ESIt) of a HCCP FTIR,
the peaks at 603.24 and 522.83 cm ' are characteristic peaks
of P-Cl bonds. The infrared spectrum of the perovskite film
(Fig. S3, ESIt) shows that the characteristic peaks of 603.24 and
522.83 cm ' disappear with Pbl, introduction and the peaks
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Fig. 1 (a) Structure of HCCP. (b) *'P NMR of HCCP with and without
Pbl,. The XPS spectra Pb 4f (c) and P 2p (d) of perovskite films with and
without HCCP.

located at 2922.70 and 2853 cm ™ shift to 2972.69 and 2826.94 cm™?,

respectively, which is evidence confirming the coordination
between P and Pb. To better understand the interactions at
the interfaces between the perovskite and the HCCP layer, the
bonding interactions between perovskite and HCCP are studied
by X-ray photoelectron spectroscopy (XPS) measurements
(Fig. 1c, d and Fig. S4, ESIT). The Pb 4f peaks shift toward a
higher binding energy while the P 2p peak from HCCP shifts
toward a lower binding energy. The results confirm the strong
interaction bonds between P and Pb."**°

Analysis of the contact property between perovskite and the
PTAA or PTAA/HCCP substrates (measured in air) was further
conducted (Fig. 2a and b). After stabilization, the contact angles
were 64.6° for PTAA and 18.2° for the PTAA/HCCP substrate.
This indicates that the HCCP transforms the hydrophobic
PTAA surface into a hydrophilic surface, which is beneficial
for facilitating the perovskite film deposition (as shown in the
insets of Fig. 2a and b). To understand the improvement of a
perovskite film by HCCP treatment, scanning electron micro-
scopy (SEM) was utilized to investigate the morphology of
perovskite films. There are some obvious protrusions on the
surface of the PTAA sample (Fig. 2c), which are usually attrib-
uted to the residual excess Pbl, on the surface of the perovskite
film.>"** In contrast, the perovskite on PTAA/HCCP presents a
uniform and dense morphology (Fig. 2d). As shown in the AFM
images (Fig. S5, ESIT), the PTAA/HCCP sample shows a reduced
root-mean-square roughness (Rq) of 15.3 nm from 17.0 nm for
the PTAA sample. In the X-ray diffraction (XRD) spectrum
(Fig. 2e), the two samples show similar peak positions, which
indicates that the lattice structure of perovskite is not obviously
affected by HCCP incorporation. The diffraction intensity of the
(1 1 0) peak is about 1.56 times that of the control sample
(Fig. S6, ESIt). According to our basic knowledge of crystal-
lography, this increased diffraction intensity indicates an
improved crystallization, which would be related to fewer
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Fig. 2 Surface contact angles of (a) PTAA and (b) PTAA/HC CP. SEM
images of the perovskite on (c) PTAA control film and (d) PTAA/HCCP.
(e) XRD and (f) UV-vis absorption of perovskite films (lllustrated as a Tauc
diagram).

defects or a more oriented lattice plane. In addition, the Pbl,
peak located at 12.6° disappears in the perovskite film with
HCCP treatment, which is more significant for obtaining a high
PCE because residual PbI, serves as severe recombination
centers that lower the carrier transfer efficiency. From these
two aspects, we can infer that HCCP treatment is beneficial for
improving the crystallization of a perovskite film. UV-vis
spectroscopy was used to examine the light-absorbing ability
of perovskite films, as shown in Fig. 2f. Due to the reduction of
defects leading to a better crystallization of the perovskite, the
HCCP modified layer significantly improves the light absorp-
tion ability of the perovskite film in the wavelength range of 500
to 700 nm. It is easy to obtain a higher photocurrent in the
device preparation. The absorption edge of the two perovskite
films is 744 nm according to the UV-vis absorption spectrum.
Therefore, we can confirm that the bandgap of the original
perovskite and perovskite with HCCP are all 1.67 eV.>?
Steady-state and time-resolved photoluminescence (PL)
measurements were further carried out to investigate the defect
passivation effect of HCCP. Compared with the control sample
(Fig. 3a), the perovskite film on HCCP shows a stronger emis-
sion intensity. Research has shown that deep-level defects in
perovskite materials can form nonradiative composite centers,
reducing the carrier concentration in the material and leading
to a significant decrease in PL.>* The coordination between
HCCP and Pb in perovskite reduces the defects and inhibits
non radiative recombination, resulting in an enhanced PL
strength. TRPL testing was conducted and fitted using a dual
exponential decay function to generate rapid decay (t;) and
slow decay (t,) components (Fig. 3b and Table S1, ESIf).

This journal is © The Royal Society of Chemistry 2023
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Fig. 3 (a) Steady-state and (b) time-resolved PL spectra. (c) Dark |-V curves
of the hole-only device (lllustrated as a single-hole device structure)
(d) Light intensity-dependent open-circuit voltage measurements.

The rapidly decaying component is the carrier capture caused
by surface defects in perovskite films, while the slowly decaying
component reflects the carrier lifetime limited by body defects
in perovskite films.>>° For the control sample, the values of 7,
and 7, are 4.83 and 57.67 ns (Table S1, ESIt). With HCCP
treatment, the values increase to 6.85 ns and 226.23 ns. The
perovskite film with HCCP treatment exhibits an increased
carrier lifetime of 185.50 ns from the 39.70 ns of the control
film, indicating an effective suppression of non-radiative
recombination caused by defects. To clearly recognize the
reduced trap density of the perovskite film with HCCP, hole-
only devices with the structure of ITO/PTAA (HCCP)/Perovskite/
MoO;/Ag were fabricated. Fig. 3c is obtained by logarithmically
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processing the voltage and current obtained from the test. The
voltage at the point where the current rises rapidly is defined as
the trap-filled limit voltage (V) and the trap density can be
calculated according to the following equation:

en,L?

VrrL = 2et0
where ¢ is the relative dielectric constant of the perovskite, ¢, is
the vacuum permittivity, e is the elementary electronic charge, L
is the film thickness, and n is the trap density.>” The device
with HCCP treatment shows a lower Vg, (0.96 V). The calcu-
lated hole trap densities (1.99 x 10" cm ™) for the perovskite
film with HCCP treatment are lower than that of the control
film (2.44 x 10" em™?), which indicates that the HCCP could
remarkably decrease the defect density to suppress the non-
radiative recombination loss and enhance the device performance.
The relationship between V,. and light intensity is further mea-
sured (Fig. 3d) to investigate the carrier recombination kinetics of
PerSCs under working conditions. The relationship between V.
and light intensity can be expressed by the following equation:

Voe = (KsT/q) In(I) + constant

where Kp is the Boltzmann constant, T is the temperature, and
q is the elementary charge.”® The PerSCs with PTAA/HCCP show
a reduced slope of 1.06 KzT/q compared with 1.52 KpzT/q for the
control device. This indicates that the introduction of HCCP
can effectively inhibit the energy loss caused by trap-assisted
recombination. The dependence of Js. on the light intensity is
shown in Fig. S7 (ESIT). The slope was 0.99 for the HCCP-treated
perovskite device, which was greater than that of 0.97 for the
control device, suggesting a better charge transfer performance
with a suppressive bimolecular recombination.
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Fig. 4 (a) Schematic diagram of the device structure. (b) J-V curve of the champion devices with pristine perovskite films and that with HCCP
modification. (c) EQE spectra and the consistent integrated current density of the pristine devices and the devices with HCCP modification. (d) Steady-
state PCE at the maximum power point. (e) Distribution of PCEs for 25 devices. (f) Device storage stability in a nitrogen-filled glovebox.
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To study the HCCP effect on device performance, planar p-i-
n PerSCs with the structure ITO/PTAA/Perovskite/C60/BCP/Ag
(Fig. 4a) were fabricated. The WBG perovskite with a composi-
tion of [Cso.22FAg.75Pb(lo.55BT0.15)3]0.07(MAPDCl3)q o5 is deposited
by a solvent method and delivers a bandgap of 1.67 eV. The J-V
curves of the champion control and HCCP-treated PerSCs are
presented in Fig. 4b and summarized in Table S2 (ESI}). The
best HCCP-treated devices achieve an improved PCE of 21.47%
with a high V,. of 1.21 V, which is among the best reported
among the state-of-the-art WBG PerSCs (Table S3, ESIf). By
optimizing the HCCP concentration, the 0.5 mg mL™" condi-
tion shows the highest PCE (Fig. S8, ESI{). The external
quantum efficiency (EQE) spectrum of the champion PerSCs
was measured (Fig. 4c). The integrated J. values are 18.87 and
20.29 mA cm 2, which are consistent with the values from the
J-V measurements. The steady-state efficiencies corresponding
to the maximum power point of the control and HCCP-treated
PerSCs (Fig. 4d) are 18.15% and 21.02%, respectively. The
statistical PCE distribution of 25 devices are depicted in
Fig. 4e. The HCCP-treated PerSC shows an improved average
PCE of 15% compared with 18% of the control device, showing
the favorable reliability and repeatability of the HCCP treat-
ment. In addition, the long-term storage stability of PerSCs was
studied (Fig. 4f). After 500 hours of storage in a glove box filled
with N, the unencapsulated device containing HCCP kept 90%
of the initial efficiency, while the reference device without
HCCP only kept 76% of the initial efficiency.

In conclusion, an effective interface was established for
WBG PerSCs by utilizing HCCP between the perovskite and
underlying HTL. The HCCP contributes to reduce trap densities
in perovskite thin-films and suppresses nonradiative recombi-
nation, which is beneficial for an improved FF and V,.. With
HCCP treatment, the champion PerSCs deliver an extremely
high PCE of 21.47% with a small V,,. loss of 0.46 V. In terms of
stability, the efficiencies of devices without HCCP rapidly drop
to 76% of the initial efficiency after aging in a nitrogen atmo-
sphere for 500 h. In contrast, the HCCP-treated PerSCs show an
improved stability by maintaining 90% of the initial PCE. This
work provides a new avenue for the preparation of highly
efficient and stable WBG PerSCs.
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