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The remarkable efficiency achieved by metal halide perovskite solar cells (PSCs) has established them as
a significant advancement in thin-film photovoltaic technology in recent years. However, the
susceptibility of halide perovskite to degradation under aging stressors presents a substantial impediment
to their commercial viability. Leveraging attributes such as structural design flexibility, precise functional
control, an abundance of functional sites, and a combination of rigidity and flexibility, crystalline porous
materials (CPMs) have emerged as promising additives and interfacial modifiers. CPMs play a pivotal role
in influencing perovskite crystallization, defect passivation, filtering of ultraviolet photons, and the
adsorption of leaked Pb(i) ions, garnering increasing attention within the PSC research community. In
this review, we systematically categorize and assess the multifaceted functions of CPMs within various
functional layers of PSCs, encompassing the charge transport layer, perovskite heterojunction, and the

perovskite/charge transport interfacial layer. Additionally, we conducted an extensive literature data
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Accepted 8th February 2024 analysis to categorize the specific roles of CPMs across these functional layers and investigated their
correlation with device photovoltaic parameters. Finally, we present conclusions and offer insights into

DOI: 10.1038/d3se01521a the future prospects of CPM-based PSCs. This timely review provides a distinctive perspective on the
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field and promises to yield valuable insights for the ongoing development of these promising materials.

1. Introduction

Organic-inorganic halide perovskite solar cells (PSCs) have
developed rapidly due to their superior optoelectronic proper-
ties such as high absorption coefficients, excellent charge
carrier mobility, long charge carrier lifetime, and defect toler-
ance, the power conversion efficiency (PCE) of PSCs swiftly
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increased from 3.8% to 26.1% over the past decade.”™ In
addition, owing to the abundant raw material, the relatively low
preparation cost, and the more straightforward fabrication
process, PSCs, as a game-changer, have been prompted to be an
up-and-coming candidate in replacing the dominating silicon
solar cells.*” Currently, due to some external factors (e.g,
moisture,® thermal,® metal ions from electrode,' and UV light
irradiation™) and internal factors (e.g., diverse crystal struc-
ture,"” ion migration,"” and residual strain'*), the presence of
ubiquitous defects typically leads to diminished stability of
perovskite by accelerating the decomposition of perovskite.
Another challenge limiting the commercialization of PSCs is the
potential toxicity of Pb and its detrimental environmental
impacts.”" To address issues of stability and Pb toxicity,
various approaches such as encapsulation,’” solvent engi-
neering,"” structural engineering,” ion adsorption,” and
surface barrier® are widely used. Although materials with either
effect have been reported, one that simultaneously meets the
above two requirements has barely been demonstrated due to
the functional limitations of the small molecular materials.
Crystalline porous materials (CPMs) are a type of porous
materials with long-range ordered periodic network skeletons
formed by self-assembly between metal ions and organic ligands
or organic molecules through coordination or weak interactions
and covalent interactions.”® As one of the rapidly developing
systems in the current field of materials, CPMs have attracted the
attention of researchers because of their interpretable internal
structure, an advantage that other amorphous materials cannot
match. CPMs usually include metal-organic frameworks (MOFs),
covalent-organic frameworks (COFs), and hydrogen-bonded
organic frameworks (HOFs). MOFs are a new class of porous
crystalline materials constructed by bridging metal ions or metal
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clusters and organic ligands through coordination bonds, also
known as porous coordination polymers. Compared with tradi-
tional porous materials, MOFs are characterized by different
combinations of metal ions and organic ligands, which have the
features and advantages of structural predictability, high porosity
and specific surface area, structural diversity, and an easily func-
tionalized framework. Since the concept of MOFs was proposed
for the first time in 1995, MOFs have attracted more and more
attention and have gradually become one of the most rapidly
developing research directions.”*** COFs are a class of porous
materials with regular lattice structures formed by covalent bonds
of lightweight elements (e.g., C, H, O, N, B, etc.). These materials
exhibit crystalline structures with well-defined porosity, offering
high surface areas and tunable pore sizes. COFs possess unique
properties such as high thermal and chemical stability, making
them promising candidates for various applications, including
gas storage and separation, catalysis, optoelectronics, and
sensing. Their modular and designable nature allows for precise
control over their structure and properties, enabling tailored
applications in diverse fields of research and technology.”**” HOFs
are a new type of crystalline porous materials, which are frame-
works assembled by organic units through hydrogen-bonding
interactions, including pure organic parts and metal-containing
organic parts, and these frameworks can be further strength-
ened by other weak interactions such as -7 interactions, van
der Waals interactions, C-H---7v interactions, etc***. The struc-
tural schematic illustration and definitional differences between
the three are shown in Fig. 1a-c, MOFs are a type of crystalline
porous framework material with a periodic network structure
formed by self-assembling organic ligands and metal ions
through coordination bonds, COFs are crystalline organic porous
polymers based on covalent bonding, while HOFs are a new type
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Fig.1 Classification diagram of CPMs. (a) MOFs. (b) COFs. (c) HOFs. (d) Schematics of CPMs model, metal-halide perovskite and its application in

various functional layers of PSCs.
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of crystalline porous framework material formed by non-covalent
intermolecular hydrogen bonds. Because CPMs have the advan-
tages of large specific surface area, adjustable pore diameter, and
pore modification, they are widely used in gas adsorption, proton
conduction, catalysis, sensing, drug delivery, and other fields.****
Both MOFs and COFs are highly conjugated scaffolds due to their
tunable electronic properties, remarkable photo- and thermal
stability, easy and relatively low-cost synthesis, and structural
versatility,** and HOFs have some unique features such as mild
synthesis condition, solution processability, easy healing, and
regeneration,® which would allow tuning the electronic properties
of these materials and change their charge transfer capabilities by
slightly modifying the metal centers (MOFs) and the organic
linkers (MOFs, COFs, HOFs), which are characteristics that make
them well suited for PV applications and accounts for the
tremendous increase in the popularity of CPMs in PSCs.

Currently, CPMs (especially for MOFs) are widely used in
PSCs. Generally, CPMs play the following roles: regulating
perovskite crystallization and improving the quality of perov-
skite films; passivating defects and inhibiting carrier recombi-
nation; improving carrier mobility and promoting transport; UV
filtration and adsorption of Pb(u) (Pb®") ions, etc. Herein, we
present an overview of CPMs as/in each functional layer of PSCs
and highlight their significance and uniqueness. As shown in
Fig. 1d, significant applications in the field can be classified
into the following situations: (1) CPMs serving as the charge
transport layer (CTL) or blending into the CTL; (2) CPMs mixed
with the perovskite to form a hybrid MOF/perovskite hetero-
junction layer; (3) MOFs serve as the interfacial layer between
the CTL and the perovskite interface. Besides the comprehen-
sive review, we also summarized and proposed challenges and
opportunities in this research field, which is significant in
realizing high efficiency, high stability, and commercialization
of PSCs.

2. CPMs-based film fabrication

Due to the typically low solubility of CPMs, especially MOFs, it is
challenging to form flat and thin layers in perovskite solar cells,
which can compromise the quality of the functional layer.
Therefore, different types of CPMs with varying functionalities
and solubilities are classified and discussed.

2.1. Low solubility CPMs

2.1.1. Large-sized CPMs. For large-sized MOFs, typically
with diameters greater than 100 nm, although some have poor
solubility, the interconnected micropores allow for the pene-
tration of perovskite precursors. By adjusting the concentration
of MOFs, the morphology and crystallinity of perovskite films
can be significantly improved. Yang et al. utilized a microporous
In-based MOF (In-BTC) to facilitate the preferential crystalliza-
tion of perovskite within the regular cavities via the inter-
connected micropores and terminal oxygen sites, resulting in
derived films with enhanced morphology and crystallinity,
along with decreased grain boundaries and defects.*” Ho et al.
incorporated MOF-525 nanocrystals near the bottom of the
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MOF/perovskite composite thin film, which acts as a regular
scaffold to allow the crystallization of perovskite to happen
inside, providing an ordered arrangement of perovskite crys-
tallites. This approach provides a simple and effective way to
prepare high-quality perovskite thin films.*®

2.1.2. Small-sized CPMs. Small-size MOFs, typically with
diameters less than 5 nm, can be obtained by adjusting the
concentration of reactants* or by using ultrasound-assisted
methods,**** which is also the strategy adopted by most
poorly soluble MOFs. Such small sizes being incorporated into
the perovskite layer do not lead to an inhomogeneous multi-
layer structure. Zeng et al. demonstrated an oriented haloing
effect when combining Pb-MOF with a Spiro-OMeTAD layer.
Compared to the pure Spiro-OMeTAD layer, the surface of the
composite layer is smoother under the halo effect, exhibiting
higher hydrophobicity and showing an increase in energy levels
and electrical interfaces.*” Kang et al utilized perovskite-Cu-
BTC MOF hybrids to facilitate the transfer of photoexcited
electrons from perovskite to TiO, by providing additional elec-
tron extraction pathways.*

2.2. Soluble CPMs

Although most MOFs have low solubility, not all MOFs are
suitable for photovoltaic applications. In practical applications
of PSCs, some MOFs used typically exhibit higher solubility.****
Unlike MOFs, which are typically composed of metal ions or
clusters coordinated with organic ligands through coordination
bonds, resulting in a more stable structure and thus lower
solubility, COFs and HOFs are formed by organic molecules
connected via covalent bonds or hydrogen bonds, making their
structures more flexible and thus typically exhibiting higher
solubility. Soluble CPMs are typically introduced through
additives or interface layers and can be easily formed into flat
and thin layers through spin-coating.

2.3. Insoluble dispersions

Mesoporous perovskite solar cells typically employ mesoporous
titanium oxide or other mesoporous as the substrate, covered
with a perovskite film. When MOFs are utilized as the meso-
porous layer or modification layer,***° their solubility is typi-
cally of lesser concern, as they generally exist in a mesoporous
form and serve a supporting role. Similarly, the NiO nano-
particles derived from MOFs and the composite electrodes also
do not necessitate considerations regarding solubility issues.
Ghorashi et al. synthesized core-shell CuO@NiO nanospheres
by calcining Cu-Ni bimetallic MOFs, achieving superior
performance compared to NiO-based PSCs.>* Zhang et al
prepared Co-NC (HCl) composite materials with a large specific
surface area by etching pyrolyzed ZIF-67 with HCl and
combined it with commercial conductive carbon paste in
different proportions to prepare carbon-based PSCs.>*

2.4. In situ growth

Compared to spin coating, in situ growth of CPM films enables
the fabrication of large-area films with high uniformity and
controllable thickness while also minimizing material wastage.

Sustainable Energy Fuels, 2024, 8, 1185-1207 | 1187
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Yan et al. first utilized a self-assembly method to fabricate ultra-
thin 2D ¢-MOF Cuz(HHTT), films and employed them as HTLs
in MA-free mixed Pb-Sn PSCs.>® Zou et al utilized a lift-off
method to transfer the Niz(HITP), film grown at the gas-
liquid interface onto ITO, effectively transporting holes from
the perovskite film to the anode.>*

3. Progress of CPMs-based PSCs

3.1. CPMs as or in the electron transport layer

The electron transport layer (ETL), as one of the essential
components of PSC, can be used to transmit photo-generated
electrons and inhibit the recombination of carriers, which is
of great significance in improving the photovoltaic performance
of the cell. The selection of materials should follow the
following principles: (1) energy level matching with the perov-
skite absorber layer; (2) excellent electron mobility, which can
reduce the electron transport resistance and achieve high
current density (/s¢); and (3) solution processability, which can
be used for the fabrication of low-temperature thin films and
the compatibility with flexible substrates. TiO, is mainly used as
an electron transport material (ETM) in PSCs because of its
excellent structural stability and low cost.*®* However, the
bandgap of commercial TiO, is about 3.3 eV in the UV range,
and the large bandgap allows for electron excitation and injec-
tion, which makes electron transport inefficient. Therefore, it is
crucial to reduce the band gap. As shown in Fig. 2a, Bark et al.
used a solvothermal method to prepare a Co-doped Ti metal-
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organic framework.> By thermally decomposing the Co-doped
Ti-MOF in air and removing the framework template,
a porous Co-doped TiO, was obtained. Co-doping significantly
improved the visible-light region absorption of Ti-MOF with
a bandwidth of 2.38 eV. Compared with commercial dyesol
TiO,, the PSCs based on the prepared porous ETL exhibited
enhanced performance. Park et al. prepared nTi-MOF nano-
crystals (~6 nm),*® which can be easily dispersed in organic
solvents for producing uniform and ultrathin films (Fig. 2b).
The electronic structure of nTi-MOF is suitable for transporting
electrons. NTi-MOF doped with PCBM in the nTi-MOF ETL can
increase the electrical conductivity of the film and inhibit the
direct contact between the perovskite and the substrate.
Vinogradov et al. applied a single-step hydrothermal synthesis
to produce a MIL-125@TiO, composite (Fig. 2¢), a highly pho-
toactive material with good prospects for constructing quasi-
bulk depleted monolithic perovskite/MOF@TiO,- hetero-
junction solar cell revealed high stability over time and with
a PCE of about 6.4%.% Perez et al. used 2-amino terephthalic
acid as the ligand to prepare NH,-MIL-101(Fe). The Fe-based
MOF presents polyhedron-shaped structures with micropo-
rosity (Fig. 2d).*” This unique structural characteristic and the
ability to form a uniform film determine the possibility of Fe-
based MOF being used as ETL in PSCs.

Considering that MOF derivatives have good crystallinity and
regular nanostructure, pre-annealing treatment is used to
eliminate chemical residues and help improve the stability of
solar cells. The large specific surface area and uniform pore

TiO, Cluster  Organic Linker Nanocrystalline Ti-MOF (nTi-MOF)

Flexible Perovskite
Solar Cell

Fig. 2 (a) Synthesis of Co-doped TiO, and schematic diagram of device structure. Reproduced from ref. 55 with permission from the American

Chemical Society, copyright 2020. (b) Schematic presentation of the synthetic protocol for nanocrystalline Ti-MOF (nTi-MOF) and device
structure of flexible PSCs based on nTi-MOF/PCBM ETL. Reproduced from ref. 48 with permission from the American Chemical Society,
copyright 2018. (c) Visualization of the structure of the photoactive MOF@TiO, composite and the structure of a depleted quasi-bulk hetero-
junction TiO,-MOF-based solar cell. Reproduced from ref. 56 with permission from the Royal Society of Chemistry, copyright 2014. (d) Depiction
of PSC device structure incorporating NH,-MIL-101(Fe). Reproduced from ref. 57 with permission from Elsevier, copyright 2021.
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Fig. 3 (a) Structure schematic of PSCs with and without the ZIF-8-derived porous carbon layer. Reproduced from ref. 59 with permission from
the American Chemical Society, copyright 2019. (b) Application of porous anatase TiO, nanocrystals in carbon-based PSCs. Reproduced from
ref. 47 with permission from the American Chemical Society, copyright 2020. (c) The schematic diagrams of the formation of MOF-Derived ZnO
polyhedra and their use as ETL to enhance light harvesting and electron extraction. Reproduced from ref. 45 with permission from Elsevier,
copyright 2020. (d) Structure of PM-PSCs, the synthetic process of M-N-TiO, and J-V curves. Reproduced from ref. 46 with permission from the

American Chemical Society, copyright 2023.

network not only facilitate the effective penetration and
complete filling of perovskite but also increase the contact area
between ETM/perovskite, increase internal light scattering, and
promote rapid electron transport. A ZIF-8-derived porous
carbon skeleton layer is prepared by carbonizing the ZIF-8 thin
film on conducting glass as the electron transport skeleton of
PSCs (Fig. 3a).”® Since the good electrical conductivity of ZIF-8-
derived porous carbon skeleton, the photo-generated electron
transfer rate of PSCs is improved. At the same time, the porous
structure of the ZIF-8-derived carbon layer increases the contact
area between the perovskite layer and the TiO, layer, which is
beneficial to the separation of photo-generated charges.
Therefore, the PCE of MAPbI; PSCs increased from 14.25% to
17.32%. Subsequently, Liu et al. used titanium-based MOF MIL-
125-derived porous anatase nanocrystals (nano-TiO,) as ETM.
Through screen printing, Nano-TiO, can be conveniently
covered on the substrate and still maintain the cake-like
morphology. Compared with commercial TiO, (P25), the cake-
like morphology composed of nanocrystals is more conducive
to the crystallization of perovskite and can reduce the recom-
bination of photo-generated electron-hole pairs, thereby
improving device performance (Fig. 3b).*” Since ZnO is inex-
pensive and abundant in nature reserves, it is one of the widely

This journal is © The Royal Society of Chemistry 2024

used ETMs in PSCs. As illustrated in Fig. 3c, Yin et al. used MOF-
derived ZnO (MZnO) to improve the light-harvesting ability and
optimize the interface contact with perovskite. MZnO with
a polyhedral morphology and rich internal porous structure to
achieve more efficient electron extraction, lower trapped state
density, and electron-hole recombination probability, thus
significantly increasing the fill factor (FF) and Js¢ of the PSCs.*
Recently, Liu et al. utilized a mesoporous nanocrystal TiO, (M-
N-TiO,) derived from 2D Ti- MOFs with increased porosity,
bigger diameter, and larger specific surface area (Fig. 3d).*® M-
N-TiO, accelerated the electron extraction process, reducing the
carrier recombination rate after passivating the perovskite
defects and suppressing recombination losses. The PCE of the
target device reached 15.66%, and the FF increased by 74.09%.
The above work demonstrates that MOF derivatives can provide
diverse options and innovative designs with desirable proper-
ties for ETLs of PSCs.

3.2. CPMs as or in the hole transport layer

Although the perovskite material has electron-hole bipolar
transport characteristics, the choice of HTL as a critical factor in
achieving higher PCE cannot be ignored.> At present, 2,2/,7,7'-
tetrakis-(N,N-di-4-methoxyphenylamino)-9,9’-spirobifluorene

Sustainable Energy Fuels, 2024, 8, 1185-1207 | 1189
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Fig. 4 (a) Mechanism diagram of POM@Cu-BTC doping Spiro-OMeTAD as the hole transport layer (HTL). Reproduced from ref. 60 with
permission from Wiley-VCH, copyright 2019. (b) The schematic of the positive effects of P@M on the efficiency and stability of devices.
Reproduced from ref. 61 with permission from Elsevier, copyright 2022. (c) Schematic diagram of Zn-CBOB synthesis and preparation of Zn-
CBOB-doped PSCs. Reproduced from ref. 62 with permission from the American Chemical Society, copyright 2021. (d) Schematic illustration of
defect passivation and hole mobility enhancement induced by the HTM-FJU-17. Reproduced from ref. 39 with permission from Elsevier,

copyright 2021.

(Spiro-OMeTAD) has been proven to be the most successful hole
transport materials (HTM) in n-i-p PSCs. However, the low
intrinsic conductivity and hole mobility of Spiro-OMeTAD limit
its applications.®® Both bis(trifluoromethane)sulfonamide
lithium salt (LiTFSI) and 4-tert-butylpyridine (¢-BP) are doped to
improve the charge transport properties of Spiro-OMeTAD.
However, they are accompanied by adverse problems such as
ion migration, hygroscopicity, and corrosion.® It is well known
that the pore structure of MOF materials is unique, so it has
been widely developed and applied to HTL materials for PSCs.
Fan et al. report an efficient hybrid polyoxometalate@MOF
(POM®Cu-BTC) to promote the oxidation of Spiro-OMeTAD
with Li-TFSI and TBP (Fig. 4a). Due to the oxidation activity of

(b)

(@ Volatile -BP

NH,-MIL-101

POM anions and solid nanoparticles, the doping of POM@Cu-
BTC not only promoted the rapid oxidation of Spiro-OMeTAD
but also improved the conductivity, more effective carrier
extraction, and reduced perovskite/HTM carrier recombination
at the interface results in the better long-term stability of
unencapsulated devices in ambient atmosphere.®® They also
introduced a multifunctional nanostructured host-guest
POM®MOF by adjusting the mass loading of H;PMo0,,0,, in
porphyrin-based MOF-545, and controlled oxidation of Spiro-
OMeTAD was achieved in an inert environment. The doped
devices display high PCE (21.5%) and significant long-term air
stability. More importantly, the functionalized POM@MOF with
rich active sites serves as an encapsulation layer, effectively

(%
Li-TFSI ‘\
— Y '
Solution
infiltration

Encapsulation

Li-TFSI@NH,-MIL-101

Fig. 5 (a) The molecular structures of HyPyia, t-BP, and their mechanism of action in PSCs. Reproduced from ref. 65 with permission from
Elsevier, copyright 2020. (b) Schematic illustration of the synthesis process of Li-TFSI@NH,-MIL-101. Reproduced from ref. 66 with permission

from Elsevier, copyright 2022.
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restricting the migration and leakage of Pb>* from the degraded
PSCs and preventing possible heavy metal contamination
(Fig. 4b).** Later, they used a highly stable Zn-based MOF (Zn-
CBOB) with rod-like topology and Lewis-base sites. The as-
prepared Zn-CBOB showed excellent water stability,
promoting the oxidation of Spiro-OMeTAD and improved hole
mobility and conductivity (Fig. 4c). Therefore, the optimal effi-
ciency of PSCs was increased from 19.14% to 20.64% after
doping with Zn-CBOB.** As shown in Fig. 4d, Zhang et al. con-
structed a dual-functional layer HTM-FJU-17 by incorporating
the (Me,NH,)"-encapsulated indium-based MOF (FJU-17) as
a “capsule” into HTM, which simultaneously achieved defect
passivation and hole mobility enhancement.*® This work
demonstrates the great potential of utilizing bifunctional layers
based on bulk anionic MOF/HTMs to fabricate PSCs with high
performance and simplified fabrication processes.

Although the above MOF doping promotes Spiro-OMeTAD
oxidation, it does not eliminate Li-TFSI and ¢BP. As the only
liquid phase component in HTLs of PSCs, t-BP volatilizes
quickly to induce the aggregation, hydration, and ion penetra-
tion of lithium salts, which seriously affects the thermal
stability of the device.*” The strong hygroscopicity of Li-TFSI
accelerates the degradation of perovskite films, causing
a decline in the long-term stability of PSCs.*® Yang et al. devel-
oped a novel thermally stable MOF In-Pyia with active pyridyl
sites to substitute volatile +-BP (Fig. 5a). Benefitting from the
robust framework and strong coordination effect between
pyridine nitrogen atoms and Li" ions, In-Pyia successfully sup-
pressed morphology deterioration in HTL films. Consequently,
replacing #BP with In-Pyia endows the PSCs with realized
enhanced PCE and long-term stability in an ambient environ-
ment.*® Subsequently, they constructed a novel dopant Li-TFSI
endohedral MOFs (namely Li-TFSI@NH,-MIL-101) to reduce
the amount of Li salt and resist the attack of water molecules
(Fig. 5b). In addition, the strong interaction between the
ammonium group (-NH,) and the uncoordinated Pb>" ions
passivated the trap states and inhibited the migration of the
ions at the perovskite/HTL layer, further improving the device's
stability.®® Li-TFSI@NH,-MIL-101 doped PSCs exhibit excellent
long-term stability due to a significant reduction in the amount
of hygroscopic Li-TFSI, retaining more than 85% of the initial
PCE aging of 3600 h in the environment without further
encapsulation.

Despite the benefits brought by the above doping/
replacement strategies, the unstable nature of Spiro-OMeTAD
has not changed. As shown in Fig. 6a, Ghorashi et al. synthe-
sized Cu-Ni bimetallic organic frameworks by a simple, step-
wise solvothermal method using metal MOF as precursors and
sacrificial template. The bimetallic organic framework was
calcined in air at 400 °C to obtain CuO@NiO nanospheres with
a core-shell structure. Compared with NiO nanospheres, the
surface of the core-shell CuO@NiO nanostructure becomes
rough, and the diameter of particles increases to 350-400 nm.
The optical absorption spectra of the core-shell CuO@NiO
show that the maximum absorption wavelength of the core-
shell CuHO@NIO is red-shifted, resulting in a smaller bandgap
than NiO. The CuO shell layer on NiO nanocrystals not only

This journal is © The Royal Society of Chemistry 2024
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reduces the traps and defect states but also promotes the hole
transfer process between the perovskite layer and the CuO@-
NiO, which ultimately leads to a promising PCE, lower hyster-
esis, and better long-term stability.”* Distinct from regular n-i-p
configurations, PSCs with inverted (p-i-n) configurations further
gained popularity owing to their low-temperature processing,
high stability, and compatibility with large-scale fabrication.
Zou et al. utilized a lifting-up method to transfer a floating film
of Ni;(2,3,6,7,10,11-hexaiminotriphenyl), (Niz(HITP),) of
controlled thickness at the gas-liquid interface to an ITO
substrate as an ideal dopant-free HTL for PSCs (Fig. 6b). The
prepared Niz(HITP), film demonstrates high compactness and
uniformity, simultaneously exhibiting high hole extraction
capability. The PSCs with Niz(HITP), as a dopant-free HTL
achieved a champion PCE reach of 10.3%.>* Yan et al. utilized
a convenient self-assembly layer-by-layer growth method to
prepare two-dimensional conjugated-MOF  (Cuz(HHTT),
(2,3,7,8,12,13-hexahydroxytetraazanaphthotetraphene, HHTT))
films with large-area uniformity and controllable thicknesses of
a few nanometers (Fig. 6¢). The expanded m-conjugation of
Cuz(HHTT), and the embedded heteroatoms in the HHTT
ligand favor strong ligand interactions and ordered -
stacking.

On the other hand, the orbitals of the square-planar Cu**
ions are energetically well matched to the free radical state
ligands, leading to in-plane m-conjugation. These effects endow
two-dimensional c¢-MOF with excellent carrier transport

Au
CuO@NiO as HTL
Perovskite layer

Mesoporous TiO: layer

Compact layer

ITO/Glass

@Cu
e N
eC
[ Xeo}

Fig. 6 (a) FE-SEM images of CuO@NiO nanosphere and the corre-
sponding device structure. Reproduced from ref. 51 with permission
from Springer Nature, copyright 2020. (b) The device structure and the
crystal structure of Niz(HITP),. Reproduced from ref. 54 with permis-
sion from Springer Nature, copyright 2022. (c) Device structure of an
inverted PSC and the crystal structure of Cus(HHTT),. Reproduced
from ref. 53 with permission from American Chemical Society, copy-
right 2022.
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capabilities. The authors also found that the ultra-smooth
surface of Cuz(HHTT), films facilitates the subsequent growth
of perovskite films and passivates defects on the perovskite
surface. It is encouraging to note that the PCE of the ideal
bandgap PSCs exceeds 22%.>* The work demonstrated that 2D c-
MOF is an ideal charge transport material for PSCs, especially
for large-area devices.

3.3. CPMs/perovskite heterojunction

The light-absorbing layer is the core of PSCs and is crucial to
efficiency and stability. High-quality perovskite films are ob-
tained by modifying the photovoltaic properties of perovskite
materials through component engineering. The abundant
functional groups of organic ligands or organic monomers in
CPMs coordinate with uncoordinated Pb*>", 1", and other groups
in the perovskite, thus affecting its crystallization. Ho et al.
combined MOF-525 with perovskite by adding MOF-525
microporous nanocrystals as perovskite light-absorbing layer
additives, which aggregated near the buried of the MOF/
perovskite composite film. The microporous scaffolds
provided an orderly arrangement of perovskite microcrystals in
the initial stage of crystallization, and the morphology and
crystallinity of perovskite films were significantly improved.
Thus significantly improving open circuit voltage (Vo) and FF.*
Yang et al. introduced a three-dimensional MOF [In,(phen);-
Clg]-CH3CN-2H,0 (In,) into a Pbl, precursor to improve the
crystallization and morphology of perovskite films with larger
grains and reduced trap states (Fig. 7a). Meanwhile, the
recombination of the carrier was inhibited. The PCE exhibited

(a) 2

PbL (In2+PbL,)/
(DME/DMSO) (DMF/DMSO)

 FAMACs  Zn

®o - Coordination Bond
@ vBr ou Hydrogen Bond
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a significant increase from 15.41% to 17.15% and improved the
moisture resistance of PSCs.** Next year, they proposed a simple
approach to improve the efficiency and stability of PSCs by
combining perovskite with microporous In-based MOF [In,,-
O(OH);6(H,0)s5(btc)s],» (In-BTC) nanocrystals to form a hetero-
junction light-harvesting layer. The interconnected micropores
and rich terminal oxygen sites of In-BTC endow the perovskite
to crystallize within regular cavities preferentially, imparting
improved morphology/crystallinity and reduced grain
boundaries/defects to the derived film (Fig. 7b). Due to the
optimized interfacial electrical contact and optical response,
the PCE based on perovskite/In-BTC heterojunctions exhibited
enhanced performance (19.63 + 1.24%) superior to pristine
devices (18.19 + 1.33%).*” As shown in Fig. 7c, Fan et al. ach-
ieved efficient and stable grain passivation in perovskite films
by preparing formic acid-functionalized 2D Zn-based MOF Zn-
cbpp ([Zn(cbpp)(HCOO)],, Hcbpp = 1-[4-carboxylbenzyl]-3-
[pyrzin-2-yl]pyrazole) as terminators. Through the strong inter-
action between the exposed active sites and Pbl,, Zn-cbpp
tightly covers the surface of Pbl,-terminated perovskite grains
to stabilize the perovskite phase and facilitate the adhesion of
adjacent grains. Benefitting from the decreased defect density,
suppressed charge recombination, and faster charge extraction,
the champion PCE of PSCs improved from 19.59% to 21.28%.
Meanwhile, the moisture and thermal stability of the corre-
sponding PSCs were significantly improved due to the Zn-cbpp
modification that inhibited water intrusion and mitigated the
decomposition and phase transition of the perovskite film
under heating.** Yang et al. constructed another Zn-based MOF
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Fig. 7 (a) The design concept and device structure of [IngsK(3-glc)Cly 5(H,O)g 5l2,. Reproduced from ref. 43 with permission from Elsevier,
copyright 2019. (b) The schematic diagram for fabricating n-i-p PSCs with the perovskite/In-BTC heterojunction as a light-harvesting layer.
Reproduced from ref. 37 with permission from Springer Nature, copyright 2020. (c) Schematic illustration of the perovskite film with Zn-cbpp
modification. Reproduced from ref. 44 with permission from Wiley-VCH, copyright 2021. (d) Schematic illustration of the Zn-TTB-regulated
grain growth process by inducing a macromolecular intermediate phase. Reproduced from ref. 69 with permission from Wiley-VCH, copyright

2022.
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Fig. 8 (a) The J-V curves of the UiO-66 and MOF-808 modified devices. Reproduced from ref. 70 with permission from Wiley-VCH, copyright
2019. (b) Schematic diagram of Cd-Httb and Cd-Httb-BDC as a structural guide to regulate ordered growth of perovskite film. Reproduced from
ref. 71 with permission from Elsevier, copyright 2022. (c) Schematic illustration of Cu-BTC for fast charge transport and high stability of light-
absorbing perovskite hybrid layer in PSCs. Reproduced from ref. 42 with permission from American Chemical Society, copyright 2022. (d) A
schematic diagram of the PCN-224 QDs assisted perovskite crystallization through a one-step antisolvent process. The top-view SEM images of
perovskite films and the images of water droplet contact angles on different surfaces are presented simultaneously. Reproduced from ref. 41 with

permission from Wiley-VCH, copyright 2023.

Zn-TTB, self-assembled from Zn>" and 1-(triazole-1-ly-4-tetrazol-
5-ylmethyl)benzene (TTB), inheriting and arranging triazole
and tetrazole moieties to form long chain structures around
metal nodes. As the additive to perovskite precursor, the Zn-TTB
backbone grows with perovskite crystal and generates a macro-
molecular intermediate phase via MOFs/perovskite hetero-
junction, followed by the formation of superior perovskite films
(Fig. 7d). The MOF-doping increased the degradation activation
energies by up to 174.01 kJ mol'; thus, Zn-TTB-modified PSCs
exhibited promised operational stability.*® These works have
demonstrated the potential of In and Zn-based MOFs to inspire
the precise construction of MOF additives for high-performance
photovoltaic devices.

In addition to the In and Zn-based MOFs, Chueh et al
investigated two Zr-MOFs (UiO-66 and MOF-808) with compa-
rable humidity and chemical stability. It was found that the
perovskite/Zr-MOF hybrid heterojunction could be distributed
on the perovskite grain boundaries, providing a grain-locking
effect while passivating defects and enhancing the stability of
the film to resist water intrusion. The PCEs of the UiO-66/MOF-
808-hybrid PSCs could be further enhanced to 18.01% and
17.81%, respectively (Fig. 8a). More interestingly, more than
70% of the initial PCE was retained after storage in ambient air
(25 °C and 60 + 5% relative humidity) for more than 2 weeks
compared to the rapid degradation of the pristine device.” Yang
et al. constructed two MOFs (Cd-Httb and Cd-Httb-BDC, Httb =
5-(4-(1H-1,2,4-triazole-1-yl)benzyl)-1h-tetrazole, BDC = 1,4-

This journal is © The Royal Society of Chemistry 2024

dicarboxybenzene) with tunable Lewis-base passivation sites to
eliminate deep-level defects while acting as nonhomogeneous
nucleation seeds of the nanostructures to aid in the growth of
large-grained perovskite films. Cd-Httb-BDC designed with
a mixed ligand strategy showed enhanced induction of crystal-
lization and nucleation of high-quality perovskite films during
the annealing process compared to control and Cd-Httb
(Fig. 8b). Consequently, Cd-Httb-BDC modified PSCs achieved
a PCE of 22.18% with a higher V¢ of 1.182 V. Cd-Httb-BDC can
also prevent moisture intrusion and phase separation and
significantly improve the stability of PSCs.”* As shown in Fig. 8c,
Kang et al hybridized hygroscopic copper(u) benzene-1,3,5-
tricarboxylate MOFs (Cu-BTC) with light-absorbing perovskite
layers for polyvinyl chloride, where Cu-BTC MOFs moderate
moisture is attracted during the synthesis step, resulting in
enhanced perovskite crystallization.

Meanwhile, the perovskite-MOF heterojunction facilitates
the transfer of photoexcited electrons from perovskite to TiO, by
providing additional electron extraction channels. Based on the
above advantages, PSCs achieved a PCE of 20.5% and high
humidity stability.*> Wang et al. developed an effective strategy
to simultaneously address the humidity, thermal, and light-
soaking stability of PSCs using ultrasmall PCN-224 quantum
dots (a typical Zr-based porphyrinic MOF) that were successfully
prepared from larger nanoparticles by an ultrasonic cell
disruption system. PCN-224 with rich Lewis-base groups were
dissolved in CB with the simultaneous introduction of

Sustainable Energy Fuels, 2024, 8, 1185-1207 | 1193
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(a) lllustrates the role of 2D COF nanosheets in preparing high-quality perovskite films in the sequential deposition method. Reproduced

from ref. 72 with permission from Wiley-VCH, copyright 2022. (b) The crystal structure of 2D conjugated COF, the prepared device structure, and
the J-V curve. Reproduced from ref. 73 with permission from American Chemical Society, copyright 2022. (c) The mechanism of HOF-FJU-1in
PSCs. Reproduced from ref. 74 with permission from Elsevier, copyright 2023.

perovskite and HTL layers (Fig. 8d). Not only does PCN-224
increase grain size and reduce defect density by interacting
with undercoordinated Pb>*, but it also captures Li", leading to
a reduction in hygroscopic Li-TFSI aggregation. This dual-
function strategy significantly improves device durability.**
Unlike MOFs, which are porous materials formed by
coordinated metal ions/clusters, COFs are two- or three-
dimensional porous materials self-assembled by covalent
bonds through light elements (i.e., H, B, C, N, O). COFs linked
by high-energy covalent bonds are generally more chemically
stable, and the vanishing metals are more sustainable and
environmentally compatible.”® Wang et al. synthesized for the
first-time two-dimensional COF nanosheets [(TPA);(TPhT),]-
c—n- in situ in a PbI, layer with a highly crystalline structure
to precisely regulate the crystallization process of perovskite
by a two-step sequential deposition. The presence of two-

194 | Sustainable Energy Fuels, 2024, 8, 1185-1207

dimensional COF nanosheets slows down the intermolec-
ular interdiffusion and induces the growth of perovskite
crystals along the (110) plane with an increase in grain size.
Meanwhile, the COF is distributed around the perovskite
grain boundaries, reducing defect density and promoting
carrier transport (Fig. 9a). The excellent performance of the
perovskite thin film enabled the champion PSC to increase
the PCE by more than 10% over the control device, and the
target PSC also exhibited outstanding long-term stability.” As
shown in Fig. 9b, Tang et al. demonstrate a generalized grain
‘caging’ approach to obtain highly efficient and phase-stable
wide-bandgap PSCs by incorporating monomer molecules
into the perovskite precursor to form organic COFs in situ on
the perovskite surface and grain boundaries. Under the
catalysis of PbX,, COFs are chemically bonded with the
perovskite lattice, which simultaneously suppresses halide

This journal is © The Royal Society of Chemistry 2024
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Fig. 10 (a) Schematic illustration of two neighboring grain structures cross-linked by methyl groups of ZIF-8. Reproduced from ref. 75 with
permission from the Royal Society of Chemistry, copyright 2018. (b) Steady-state PL spectra, the crystal structure of ZIF-8, and the schematic
diagram of the prepared PSC. Reproduced from ref. 49 with permission from the American Chemical Society, copyright 2020. (c) Schematic
diagram of ZIF-8@FAI capsules modulates reactivity of Pbl, toward efficient PSCs with ultraviolet resistance. Reproduced from ref. 76 with
permission from Wiley-VCH, copyright 2023. (d) Schematic diagram of the mechanism of MACIl@ZIF-8 between perovskite and SnO,. Repro-
duced from ref. 77 with permission from the Royal Society of Chemistry, copyright 2023.

segregation and passivate defects due to the increase in ion
migration activation energy and vacancy formation energy. As
a result, the champion PCE of carbon electrode-based all-
inorganic CsPbIBr, and CsPbI,Br PSCs are 11.50% and
14.35%, respectively. They also have excellent long-term
stability against humidity, thermal, and light-soaking.”
HOFs are novel porous crystalline materials that self-
assemble discrete organic molecules through intermolec-
ular hydrogen bonding interactions, and the inherent char-
acteristics of hydrogen bonding connections (weak, flexible,
poorly oriented, and reversible) imply that HOFs differ from
MOFs and COFs in several interesting ways, such as mild
synthesis conditions, solution processability, and ease of
healing and regeneration and other unique features.?® Zhang
et al. introduced a bicarbazole molecule featuring cyanogroup
into perovskite precursors, based on the easy aggregation
characteristics the monomer self-assembled into an ordered
porous framework structure in GB. Besides defect passiv-
ation, moisture barrier and crystallization-promoting abili-
ties, the ordered porous stacking structures offer additional
advantages in releasing residual stresses and suppressing
metallic Pb leakage. Consequently, the optimal PCE of the
target device reached 23.15%, and the thermal and opera-
tional stability of the PSCs were significantly improved with
reduced Pb** leakage (Fig. 9¢).”*

This journal is © The Royal Society of Chemistry 2024

3.4. CPMs as the perovskite/ETL interfacial layer

The energy level matching between ETL and perovskite layer is
crucial to improve the extraction and collection efficiency of
carriers and the V¢ of the device. TiO, is an n-type semi-
conductor material with high optical transparency, energy level
matching with perovskite, and tunable electronic properties,
and it is widely used as the ETL in PSCs.” Despite the many
advantages of TiO, as an ETL, low electrical conductivity, elec-
tron mobility, and many oxygen vacancy defects generated on
the surface after high-temperature sintering limited its further
utilization.” ZIF-8 is a three-dimensional porous crystal bridged
by tetrahedral Zn ions with 2-methylimidazole as the ligand.
Due to its high crystallinity, high surface area, chemical, and
thermal stability, it has been widely used in various applica-
tions.* Wei et al. first studied the modification of mp-TiO, films
with ZIF-8 layers, which can significantly improve the crystal-
linity and morphology of perovskite films. The interface
between mp-TiO,/ZIF-8 and the perovskite film effectively
inhibited the recombination of photo-generated carriers and
improved charge extraction (Fig. 10a). As a result, the champion
PCE of PSCs improved to 16.99%.”> Eslamian et al. applied ZIF-8
to the interface of compact TiO, (c-TiO,) and perovskite to
fabricate mesoporous-TiO,(m-TiO,)-free PSC and replaced the
commonly used thermal annealing process with room-
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Fig. 11 (a) Schematic diagram of the structures of PSCs with and without the PEIE-2D MOF modified layer. Reproduced from ref. 81 with
permission from the Royal Society of Chemistry, copyright 2021. (b) Schematic illustration of the Eu-MOF effect on perovskite film and J-V
curve. Reproduced from ref. 82 with permission from Wiley-VCH, copyright 2021. (c) Structural schematic and cross-section SEM image of the
PSC with HKUST-1 interface layer between the perovskite and mp-TiO, layer. Reproduced from ref. 83 with permission from Elsevier, copyright
2021. (d) Proposed mechanism for Pb-MOF to explain the improvement in charge transfer and J-V curve. Reproduced from ref. 50 with
permission from the American Chemical Society, copyright 2021. (e) The energy-level diagram, schematic illustration of the studied PVSCs, and
J-V curve of COF modified sample. Reproduced from ref. 84 with permission from the Royal Society of Chemistry, copyright 2020.

temperature ultrasonic vibratory treatment of w