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Abstract: This work demonstrates a sequential deposition of lead iodide followed by
methylammonium iodide using the industrially compatible slot-die coating method that produces
homogeneous pin-hole free films without the use of the highly toxic dimethylformamide. This is
achieved through the careful selection and formulation of the solvent system and coating conditions
for both the lead iodide layer and the methylammonium iodide coating. The solvent system choice is
found to be critical to achieving good coating quality, conversion to the final perovskite and for the
film morphology formed. A range of alcohols are assessed as solvent for methylammonium iodide
formulations for use in slot-die coating. A dimethylsulfoxide solvent system for the lead iodide layer
is shown which is significantly less toxic than the dimethylformamide solvent system commonly used
for lead iodide deposition, which could find utility in high throughput manufacture of perovskite
solar cells.
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1. Introduction

Solar energy and photovoltaics are becoming an increasingly important part of the electrical
power generation mix. Essential to reducing the costs of this energy source is the reduction in the
cost of photovoltaic modules, many methods to accomplish this are being pursued such as alternative
deposition methods for conventionally used silicon photovoltaic materials [1,2] and entirely new
photovoltaic materials such as cadmium telluride, copper indium gallium selenide, copper zinc tin
sulfide [3], organic photovoltaic materials [4] and perovskites. Perovskite photovoltaics have rapidly
become the subject of intense research efforts due to their unique properties of potentially low materials
costs [5-7], suitability for solution processing [8], intriguing device physics [9-11] and astonishingly
high efficiencies [12,13]. These factors coupled with high throughput manufacturing techniques could
lead to reduced production costs compared to other printed and coated photovoltaics, as well as to
conventional photovoltaics.

The most commonly used deposition method for perovskite photovoltaics in laboratory research
is spin coating. This is generally not seen as a viable technique for large scale manufacture due to limits
on the size of coated areas (<1 m?), high material wastage and incompatibility with high throughput
techniques such as roll-to-roll coating [14]. Many techniques have been proposed as more viable
large scale manufacturing processes, these include printing techniques such as screen [15,16] and
ink-jet [17-19] printing and coating techniques such as spray [20-22] and doctor-blade coating [23-25],
as well as slot-die coating [26-43].

Slot-die coating stands out as particularly suitable as it can be used in both a continuous roll-to-roll
process with flexible substrates or a batch process with rigid or flexible substrates. As a pre-metered
coating method there is very little material wastage, adding to its cost effectiveness compared to spin
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coating. It also gives the ability to perform simple patterning such as stripes [44—47] or patches [48-50]
of material, which could be advantageous when producing photovoltaic modules. The coating
technique is also well suited to producing thin films of material, as used in perovskite photovoltaics,
from a wide range of ink rheologies. The technique can achieve considerable line speeds and so help
to improve throughput, slot-die coating has been successfully used for the production of flexible
electronic devices, including structurally similar organic photovoltaics, at high throughput [51].

Photo-active lead-based perovskite materials are generally of the form ABX3, where A is a lead
ion, B is a cation and X is an anion. The precursors for the perovskite ink are typically a lead salt,
usually a lead halide such as lead iodide, providing the A site material. The B site cation is typically
an alkyl-ammonium ion such as methylammonium or formamidinium or an inorganic ion such as
caesium. These are typically introduced to the ink as a halide salt, e.g., methylammonium iodide (MAI)
or caesium iodide. The X site anions are usually halides, that can be introduced through the counter
ions of the lead salt and the cation precursors.

Achieving a uniform layer of the correct thickness of perovskite material in the device stack is a
critical step to achieving high performance [52]. To harvest the maximum power from the device the
layer must be free from defects that can result in shunt current leakages between the electrodes either
side of the perovskite layer. A homogeneous deposition of a layer with optimised thickness maximises
light absorption and promotes efficient charge collection and so minimises losses due recombination of
photogenerated charges. The morphology and topography of the perovskite layer strongly influences
the charge transport properties of the layer and the rate of recombination. Grain boundaries and other
crystal defects can act as recombination centres and inhibit charge transfer through the layer and result
in loss of performance. Ideally the grain size parallel to the substrate should be maximised, i.e., large
planar grains to reduce the number of grain boundaries and give an optimal interface with the adjacent
charge extraction layers, with a compact morphology with fused grain boundaries to avoid large voids
and pin-holes between the grains that could increase shunt losses that could increase [53,54].

For solution processed perovskite solar cells the perovskite layer is typically deposited using
one of two main deposition strategies. Either the perovskite precursors are mixed as a single ink
and coated from this in a ‘single step” process or the precursors are made into separate inks and
a ‘sequential deposition” process is used [55-57]. Typically for the sequential deposition process
the lead salt (e.g., lead halide) is dissolved in a solvent such as dimethylformamide (DMF) or
dimethylsulfoxide (DMSO), or with these and others e.g., gamma-butyrolactone in mixed solvent
systems, then deposited from this ink to form a solid film of the lead halide. This film is then
exposed to a formulation comprising the cation source (e.g., methylammonium halide) dissolved in
a solvent, typically an alcohol, this step is commonly performed using dip coating or spin coating.
The lead halide film reacts with the alkyl-ammonium halide and on drying crystallises to form the
final organic-inorganic perovskite.

Although single step spin coating using a “solvent drip” method can result in perovskite layers
with excellent film morphology [58] this is difficult to integrate into a slot-die coating process.
For coating processes not requiring a “solvent drip” the sequential deposition process can generally
achieve better film morphology and coverage than the single step methods and so can achieve higher
performance, but has the disadvantage of requiring at least two coating steps. The sequential deposition
process can also allow for interesting alternative methods for controlling the crystal structure and
composition of the perovskite film, e.g., by seeding the initial layer with nucleation sites [59].

The use of slot-die coating in the fabrication of perovskite solar cells has already been
demonstrated using both the single step and sequential deposition methods. Sequential deposition
has been reported to require shorter drying times [28], whereas for the single step perovskite slot-die
coatings reported using a lead chloride and MAI precursor formulation have required long drying
times of 90 min [32,41], a hindrance to economical manufacture. Sequential deposition slot-die coating
has been shown to be particularly sensitive to the deposition conditions and has required extra process
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steps such as enclosed chamber annealing [27] and mediator extraction treatment [42] to achieve a
porous lead iodide film formation that can be readily converted to perovskite.

The perovskite most commonly used with slot-die coating has been the organic-inorganic material
methylammonium lead triiodide. In most of these works DMF has been used as the main solvent for
the perovskite inks, this would pose several challenges for use in large scale manufacture, not least the
toxicity of the solvent.

The aim of this work is to develop a slot-die coating sequential deposition process for
methylammonium lead triiodide perovskite that does not require the use of the toxic solvent DMF and
to also develop a slot-die coating process which also removes any prohibitive extra stages, such as
enclosed chamber storage, that would be difficult to integrate into a manufacturing process. To this
end, the use of non-toxic DMSO as a replacement for DMF as the lead iodide solvent is demonstrated,
which results in both improved coating quality and device performance compared to DMFE.

In addition, the alcohol used as solvent for the slot-die coated MAI ink is optimised using a room
temperature process, with no additional treatments of the lead iodide layer. Further improvements
in device efficiency are achieved using a heated substrate coating process for deposition of the lead
iodide layer which results in a film more readily converted to perovskite using slot-die coating of the
MAI ink and results in device performance equal to that of cells converted to perovskite using a 30 min
dip coating step. Schematics of the coating processes used and the device stack produced are shown in
Figure 1.
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Figure 1. (a) The full device stack, (b) a schematic of lead iodide slot-die coating, (c) dip coating or
(d) slot-die coating of MAL
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2. Results

2.1. Lead lodide Layer Slot-Die Coating

Previous reports of slot-die coated lead iodide layers have made use of DMF as a solvent for
formulations, this poses a challenge when moving to scaled-up production of perovskite solar cells
on larger coating equipment as the solvent is highly toxic and would require complex expensive
containment and extraction methods to safely use. DMSO has been utilised successfully as a solvent in
many perovskite and perovskite precursor formulations and has successfully been used as an additive
added in small quantities to single step formulations of perovskite inks for slot-die coating [30] or for
formulations of lead iodide in a 1-9 ratio with DMF used for slot-die coating of the lead iodide layer in
sequential deposition, resulting in high performance devices [42]. As well as being used as the sole
solvent for slot-die coating lead iodide layers for use in sequential slot-die deposition (although not
optimised for performance) [39], it also has the benefit of being non-toxic. DMF has a Time Weighted
Average (TWA) Workplace Exposure Limit (WEL) of just 5 ppm (from materials Safety Data Sheet
(SDS)), much lower than other common solvents e.g., ethanol WEL TWA (1000 ppm) (from SDS),
in comparison DMSO is not a hazardous substance according to Regulation (EC) No. 1272/2008e
(from SDS) and so no exposure limits have been set for it. Although solvent containment methods
would still be required when using such formulations, due to any toxic components that might be
transported by the solvent vapours, removing the toxicity of the main solvent in the formulation is
still critical to achieving an ink that can be used safely in a range of coating environments. Given this,
the use of DMSO as the sole solvent for slot-die coating formulations of lead iodide is preferred and is
the core development presented here.

The device structure used in this work includes a mesoporous titanium dioxide scaffold on
to which the lead iodide layer is coated, this layer needs to fully and uniformly infiltrate the
scaffold and to form a capping layer over the mesoporous titanium dioxide surface. As well as
this, as noted in other works, to convert to perovskite efficiently the lead iodide must not form a too
compact layer such that the subsequent MAI coating can not easily penetrate and convert the layer to
perovskite [27,42]. The morphology of the lead iodide layer formed will directly impact on the final
perovskite morphology once converted, e.g., by the number of initial nucleation sites provided [60].
To achieve adequate infiltration of the mesoporous layer it is necessary for any formulation to wet well
on the surface of the layer.

The lead iodide ink for slot-die coating was formulated in solvent systems of either DMF or
DMSO with solids content of 20 wt%. To determine wetting behaviour the contact angle of the DMSO
formulation on a mesoporous titanium dioxide layer, as well as on the blocking layer, was measured
and compared to that of the DMF formulation. The contact angles measured are summarised in
Table 1, the DMF-based ink was found to have a viscosity of 0.89 mPa-s compared to 2.54 mPa-s
for the DMSO-based ink and surface tension of 35.3 m-Nm~! compared to 40.3 m-Nm~! for the
DMSO-based ink. On the mesoporous surface the DMSO ink shows a higher initial contact angle than
the DMF-based ink but both inks fully wet the surface over time, with static contact angles of <5°,
with the DMSO-based ink wetting at a slower rate taking over 5 s to fully wet compared to around
0.5 s for the DMF-based ink. On the compact blocking layer surface the DMSO-based ink shows a
relatively high static contact angle of 22.5° whereas the DMF-based ink shows complete wetting on the
surface. The mesoporous layer was coated on the substrates as two stripes, with an underlying layer
of spray coated blocking layer covering the entire substrate. The differences in contact angle of the two
inks might be expected to result in different film qualities, as the initially coated wet film will spread
depending on the relative wetting of the ink on the substrate.
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Table 1. Static contact angles measured on mesoporous titanium dioxide or compact blocking layer of

lead iodide inks.
Contact Angle Contact Angle
Solvent Mesoporous Surface  Blocking Layer Surface
(Degrees/®) (Degrees/®)
Instant/Static Instant/Static
DMF 9.9/<5° 16.5/<5°
DMSO 20.0/<5° 23.0/22.5°

To further investigate this, both lead iodide formulations were slot-die coated from an
approximately 10 pm lead iodide wet film thickness, to give films that once converted with MAI,
would form approximately 600 nm thick perovskite dry films, with approximately 200 nm incorporated
in the scaffold layer and 400 nm as a capping layer over the scaffold, as shown in Figure 2. The coating
machine has the substrate held on a platen that travels on a belt that moves the platen and substrate
under the coating head and on into the oven unit. Coatings were made at 1 m-min~! followed by
directly travelling, over a distance of 30 cm, into the coater oven unit to be dried at approximately
105 °C over a distance of approximately 30 cm with a line speed of 0.1 m'min~!, to remove excess
solvent, before being moved in to a fan oven and dried for a further 7 min at 100 °C.

lpm SwanUni
x25,000 5.0kV LED SEM WD 10.0mm

Figure 2. SEM cross section image of slot-die coated lead iodide film, converted to perovskite, on an
FTO coated glass substrate with titanium dioxide blocking layer and scaffold. The approximately
200 nm scaffold and 600 nm perovskite layer are marked in the image, the scale-bar in the boarder
represents 1 micron.

The difference in rheology of the two inks result in markedly different film formation, images
of both slot-die coating types which were then subsequently converted to perovskite by dip coating
(to give improved contrast in images) are shown in Figure 3, for the lead iodide films both dried at
105 °C. The film produced using a DMF-based ink has over wet across the substrate and the stripe
definition has been lost. This would be expected to be detrimental to device performance as the wet
film thickness will vary and so the dry film thickness will no longer be as expected and will vary
across the coating. The film produced using a DMSO-based ink shows the formation of the expected
two stripe pattern with no over wetting, showing the improved film formation, compared to the
DMF ink, under these coating and drying conditions. The improved film formation of the DMSO ink
over the DMF ink can be explained by the poor wetting of the DMSO ink on the compact titanium
dioxide surface that acts to contain the ink on the initially coated areas with underlying mesoporous
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scaffold, as well as by the relatively slower wetting of the DMSO-based ink on the mesoporous scaffold
compared the DMF-based ink. Both films are continuous and do not show signs of coating defects
such as ribbing or break up of the coating bead that would indicate a low flow limit being reached,
this shows that despite the higher capillary number [61] of the DMSO-based ink it is still suitable for
slot-die coating under these coating conditions.
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Figure 3. Pictures of perovskite films formed from coatings of lead iodide from either (a) DMF or
(b) DMSO-based inks. Substrates are 15 cm by 5 cm.

The morphology of the lead iodide layers was studied using scanning electron microscopy
(SEM), images of the slot-die coated films, from either DMF or DMSO are given in Figure 4. The film
formed from the DMF-based formulation shows large needle like crystal grains, of the order of several
microns in length, growing from the mesoporous titanium dioxide layer with voids between where
the mesoporous layer is still visible. In comparison the film formed from the DMSO-based ink shows a
more porous structure made up of smaller grains, with diameter in the order of a micron or less, there
is also much less of the mesoporous scaffold visible. The morphology of the lead iodide film from
the DMSO ink would be expected to react with MAI and convert to perovskite more rapidly than the
DMF ink films due to the increased surface area of the smaller grains giving more reaction sites as well
as the porous structure allowing the formulation to penetrate the film more easily, so speeding the
reaction and conversion.
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lpm JEOL lpm JEOL

Figure 4. SEM images of lead iodide films formed from coatings of formulations based on either
(a) DMF or (b) DMSO and once converted to perovskite by dip coating, (¢) DMF and (d) DMSO. Inset
scale-bar lengths are given in inset labels.

2.2. Methylammonium lodide Slot-Die Coating

Having produced lead iodide films via slot-die coating the conversion to perovskite was
investigated. The most commonly used method to convert lead iodide to the final perovskite is
through the use of dip coating, normally by placing the lead iodide film in a dilute solution of MAI in
2-propanol (IPA), often for extended periods of time from a few minutes to tens of minutes. Slot-die
coating of MAI formulations directly on to the lead iodide film has also been reported [27,28,39],
as the solvent rapidly evaporates any reaction to form perovskite occurs within a much shorter time
period than for most dip coatings so achieving complete conversion to perovskite in this time frame is
challenging. Heating of the substrate has been reported to improve the conversion to perovskite [27]
by accelerating the reaction (but also speeds evaporation of solvent), but this adds extra complications
to the coating process so ideally a coating method avoiding this would be preferred.

To determine the conversion to perovskite and to test and compare the performance of devices,
incorporating the slot-die coated DMF and DMSO-based lead iodide films, dip coating was used
initially. The films were placed in a solution of MAI for 30 min, a method previously found to give
good conversion to perovskite.

X-ray diffraction spectra of the perovskites formed from both films are given in Figure 5, in both
cases the expected peaks for the perovskite structure are present, with the peak at 14.1° dominant,
representing the 110 reflection, for both films there is no signal for lead iodide at around 12.7°. This
indicates good conversion to the final perovskite, using dip coating, for films produced from both lead
iodide inks.
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Figure 5. XRD spectra of perovskite films formed from dip coating of lead iodide films from either
DMEF or DMSO-based inks.

As discussed previously in the context of wetting, SEM images of the perovskite formed are
given in Figure 4, in both cases very similar structures are formed with excellent coverage over the

underlying mesoporous layer and crystal grains of around 1 micron diameter formed.

Table 2 gives the median current-density voltage (JV) curve parameters of devices masked to
0.09 cm~! made using the DMF (structure A) or DMSO (structure B) lead iodide films converted
using dip coating, in both cases high efficiency devices are produced, results are also summarised in
Figure 6 as box-plots. The DMSO-based devices show greater power conversion efficiency (PCE) than
the DMF-based devices, this is mostly attributed to an improved light shunt resistance (Rsh), of 1249
compared to 1017 ohms-cm? (taken from the reverse light JV scan curve), so improved fill factor (FF),
open circuit voltage (Voc) and short-circuit current-density (Jsc). This could be attributed to the better
stripe coating quality and more uniform lead iodide coating of the DMSO-based ink that gives a more
optimised perovskite film thickness that results in greater charge carrier generation and improved

shunt resistance and fewer losses of charge carriers to recombination.

Table 2. Device structures, layer deposition methods and median device performance for 0.09 cm?

active area cells.
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Figure 6. Box-plots of JV scan photovoltaic parameters for 0.09 cm? cells, see table for description
of device structures. The boxes represent the first and third quartiles, the horizontal black line the
median, the upper whisker the data within 1.5 times the inter quartile range of the upper quartile and
the lower whisker 1.5 times the inter quartile range of the lower quartile, red square the mean and blue
dots outliers.

Having established that the DMSO-based lead iodide films could form good quality perovskite
layers and high performance devices the use of slot-die coating, rather than the conventional dip
coating, for the deposition of the MAI ink was investigated. To achieve complete conversion of
lead iodide to perovskite the MAI formulation would have to sufficiently wet and infiltrate into
the lead iodide film to bring the two components in contact with each other and to react and form
perovskite [62,63]. For the dip coating process the use of other solvents has been investigated and
in some cases found to improve conversion to perovskite, ethanol has been shown to be superior to
IPA for the dip coating process, where it was suggested the lower viscosity of ethanol improved the
kinetics of the reaction [64].

As well as converting to a high degree the morphology of the resulting perovskite film is critical
to device performance and the carrier solvent for MAI will strongly influence the morphology formed.
Alcohol solvents with various structures have been shown to influence the morphology of sequentially
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grown perovskite crystals, in particular a dissolution-recrystallisation process (Ostwald ripening effect)
dependant on the molecular polarity of the solvent has been suggested to be influential [65]. The static
relative permittivity, used as a macroscopic measure of the polarity of the solvent, has also been
highlighted as important for sequentially deposited perovskite crystal growth, the size of grains and
the number of grain boundaries formed in films, with a higher permittivity facilitating the formation
of films with larger grains and fewer grain boundaries [66].

As well as this, the rheology of the solvent and in particular viscosity will determine how rapidly
the formulation infiltrates the porous lead iodide film [67]. For slot-die coating the volatility of the
solvent is also expected to be critical, as the ink wet film is generally only a few tens of microns and so
solvent will quickly evaporate giving a short time frame for both the formulation to infiltrate the film
and for the reaction to occur [68]. The solubility of MAI in the solvent will also be important as MAI will
rapidly crystallise out of solution from weak solvents as the solvent evaporates. The MAI will no longer
be available to react, potentially crystallising on the surface of the film resulting in a poor interface
with the hole transport layer deposited on top of it [69] and forming large crystallites providing a
pathway for degradation reactions, for instance with the top electrode or via atmospheric moisture.
The overall macroscopic coating quality of the layer including film defects such as discontinuity will
depend on the rheology of the formulations and the particular coating conditions.

In order to investigate the role the solvent in conversion to perovskite for slot-die coating,
formulations of MALI in several different alcohols, with various rheologies and volatilities, were
prepared, these are listed in Table 3. Methanol has a low viscosity but is also very volatile, ethanol
has a slightly higher viscosity and is less volatile, IPA (the solvent used for most slot-die sequential
depositions reported) is of similar volatility to ethanol but has a higher viscosity and 1-butanol has a
higher viscosity still and is less volatile.

Table 3. Rheology measurements of MAI in alcohol formulations for slot-die coating.

—1

Formulation Solvent Viscosity at 25 s Surface Te?lsion
(mPa-s) (m-Nm™-)
Methanol 0.44 21.52
Ethanol 1.00 20.13
IPA 1.69 19.52
1-butanol 2.66 23.23

It should be noted that the concentration of MAI in the formulation can also alter the crystallisation
process and the morphology of perovskite films formed [70]. To control for this the concentration of
MALI in the formulations was kept constant and was chosen as a balance of being accessible within the
solubility limits of the solvents and not requiring an excessively great wet film thickness to achieve a
1:1 molar ratio of MAI and lead iodide. Too great a wet film thickness could cause non-uniform drying
or cause a build up of ink at the upstream lip of the coating head e.g., flooding/dripping and a loss of
pre-metering [71] when coating at too low a speed.

All the MAI formulations showed complete wetting on the lead iodide surface with static contact
angles less than 5°. The MAI formulations were slot-die coated onto lead iodide coated substrates in
order to establish the conversion to perovskite for each ink and the morphology of the layer formed.
For all the formulations the coating and drying conditions were kept constant, with a coating speed of
1 m-min~!, followed by allowing excess solvent to evaporate at room temperature and then drying in
a fan oven at 90 °C.
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Figure 7 shows the XRD spectra taken for each of the films, clearly the level of conversion to
perovskite is low for the methanol (structure D) and 1-butanol (structure F)-based formulations,
indicated by the large peak at 12.7° corresponding to residual lead iodide. The poor conversion for the
methanol-based ink films can be linked to the high volatility of the solvent and the rapid evaporation of
it from the film resulting in there being little time for more extensive conversion to perovskite. The poor
conversion of the 1-butanol ink films can be linked to the rheology of the ink with the higher viscosity
slowing the rate of reaction and penetration of solution into the lead iodide film. The IPA (structure C)
and ethanol (structure E)-based formulations show slightly greater conversion to perovskite, with the
ethanol slightly greater, but not complete conversion as seen for the dip coated films (structure B).
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Figure 7. XRD spectra of perovskite films formed from (structure B) dip coating or (structures C to G)
slot-die coating of methylammonium iodide alcohol-based formulations on lead iodide films.

Figure 8 shows SEM images of the films formed from each formulation, the methanol-based
formulation films show what appear to be large perovskite crystals growing out of a bed of lead iodide
with very limited and sporadic conversion to perovskite. The high volatility of the solvent and the
rapid evaporation of it from the film results in little time for conversion to perovskite to take place and
this is localised to small areas. The film also appears to have lost some of the initial lead iodide film
structure with the lead iodide recrystallising to a more planar structure, which might be due to the
high relative permittivity of methanol facilitating the dissolution—recrystallisation process. The IPA
based formulation results in films with loosely packed crystal grains of the order of hundreds of
nanometres in diameter with a general structure similar to that of the initial lead iodide film. Whereas
the ethanol-based formulation shows smaller more densely packed crystals, where the surface is
much more uniformly structured, possibly due to the higher static relative permittivity of the solvent
increasing the dissolution-crystallisation of the initial film and loss of initial structure. The 1-butanol
formulation results in small grains but more loosely packed than the ethanol formulation, Clearly a
balance of volatility, rheology, solubility of MAI and permittivity of the alcohols plays a crucial role in
the conversion to perovskite and the morphology formed.
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Figure 8. SEM images of initial lead iodide film and perovskite films formed from coating
methylammonium iodide on lead iodide coated substrates. Inset scale-bar lengths are given in inset
labels. (a) Initial lead iodide slot-die coated on room temperature substrate film from DMSO, (b) with
MAI dip coated, (c) with MAI slot-die coated from either IPA, (d) methanol, (e) ethanol, or (f) 1-butanol.

Photovoltaic devices were fabricated using the different slot-die coated MALI films, Table 2
and Figure 6 summarise the JV scan photovoltaic parameters measured for these. Clearly the
methanol-based formulation (structure D) results in poor device performance, as would be expected
from the poor conversion to perovskite. The devices produced from the IPA and 1-butanol-based
formulations (structure C and F) showed some cells with better efficiencies than those made using
the methanol formulation, but not as good as for dip coated films, with a low short-circuit current
density being the main cause of poor performance. The 1-butanol-based formulation devices also
show a large spread in device performances, despite the very poor overall level of conversion
inferred from the XRD results this suggests some areas of more optimal conversion to perovskite and
some less. The ethanol (structures E) devices showed some very encouraging performances, with
power conversion efficiencies approaching that of the dip coated cells but with a wide spread in the
performances measured. This despite the relatively poor level of conversion to perovskite, but excess
lead iodide even to levels of 20% or more has been shown to result in working devices [69]. The IPA,
methanol and 1-butanol-based slot-die MAI ink devices suffered from increased series resistance (taken
from the reverse scan light JV curve) compared to the dip coated films, of 10.8, 20.1 and 9.3 ohms-cm?
respectively compared to 7.0 ohms-cm? for the dip coated films and 6.6 ohms-cm? for the ethanol-based
slot-die ink, which could be due to the lower conversion to perovskite and residual resistive lead iodide.
All of the devices show significant hysteresis in the JV curves between reverse and forward scans.

In an attempt to further improve the device performance a modified lead iodide coating process
was developed to produce more labile lead iodide films in order to increase conversion to perovskite
when slot-die coated with the MAI in ethanol ink. The substrate was pre-heated to 100 °C and then
the lead iodide ink coated on to the hot substrate. This resulted in lead iodide films that were found
to convert to perovskite almost fully when MAI in ethanol was slot-die coated over them, as shown
in the XRD spectra in Figure 7 (structure G). The surface morphology of the resulting films is shown
in the SEM images in Figure 9, the surface shows more undulations than that produced on room
temperature substrate coated lead iodide films, with more small areas of the mesoporous scaffold
visible, but still with good overall coverage of the scaffold. Comparing the perovskite films formed
from the room temperature and heated substrate lead iodide films with slot-die coated MAI from the
ethanol formulation the grain size is increased for the heated substrate, but the film is less planar and
seems to retain more of the structure of the initial lead iodide film.
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Figure 9. SEM images of (a) lead iodide film from coating on 100 °C substrates and (b) the perovskite
film formed from coating MAI in ethanol on the resulting film. Inset scale-bar lengths are given in
inset labels.

Performance of devices made using these films are given in Table 2 and Figure 6, (structure G).
The average PCE achieved is significantly improved compared to the cells with lead iodide coated at
room temperature and slot-die coated MAI in ethanol formulation (structure E). This is mainly due to
an increase in Jsc, which can be related to the improved conversion to perovskite resulting in more
material contributing to photo-current generation. There are also smaller improvements in Voc and
FF that also contribute to the overall improved median PCE of 11.0% compared to 8.0% for structure
E, which is comparable to the efficiency (10.7%) of the dip coated devices (structure B). The shelf-life
stability of devices using slot-die coated films of lead iodide coated on heated substrate with either dip
coated or slot-die coated MAI are compared. Devices were encapsulated with Kapton tape, UV curable
adhesive and a glass coverslip and stored in the dark in a sealed box containing desiccant, devices
were then tested again after 442 days. The slot-die coated devices showed similar levels of degradation
to the dip coated devices and retained approximately 60-70% of the original efficiency values, in line
with what is usually seen for this device structure and perovskite type [32,72], with an increase in
series resistance and decrease in Jsc, but little change in FF, as shown in Table 4. This result suggests
that the slot-die coating process developed for MAI is not detrimental to shelf-life stability compared
to dip coating.

Table 4. Shelf-life stability of devices stored for 442 days, with slot-die coated lead iodide coated on
heated substrates with either dip or slot-die coated MAI. Results are the mean of reverse direction light
scans of devices, one device with three pixels was tested for each split, for the dip coated devices data
for only one pixel is shown as the silver paste contacts to the other pixels had flaked away and good
contact to the pixels could not be made.

. Dip Slot-die
MAI Coating Method Structure B Structure G
Parameter Day1l Day442 Day1l Day 442
PCE (%) 12.0 7.2 11.3 8.3
Voc (V) 0.95 0.95 0.96 0.93
Jsc (mAcm~2) 16.8 12.2 17.2 13.5
FF (%) 75 62 68 66

Rs (Ohms-cm?) 5.1 6.3 5.0 8.7
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3. Materials and Methods

3.1. Device Fabrication Methods

Device fabrication was performed in a humidity controlled (30% relative humidity) clean-room
(class 7) environment. Devices were fabricated on fluorine doped tin oxide (FTO) coated glass
substrates with a device stack of spray coated compact titanium dioxide blocking layer, slot-die coated
mesoporous titanium dioxide scaffold, slot die coated lead iodide layer converted to perovskite using
methylammonium iodide by either dip or slot die coating followed by spin coated spiro-MeOTAD
hole transport material and evaporated gold top contacts.

FTO glass (TECS8) substrates were etched using tape to define electrode areas, zinc powder and
hydrochloric acid to remove FTO and rinsed with deionised water then cut into 15 cm by 5 cm sections.
Substrates were further cleaned sequentially with acetone, dilute Hellmanex, deionised water and
2-propanol (isopropyl alcohol, IPA).

The compact titanium dioxide blocking layer formulation was made up by dilution of a
solution of titanium diisopropoxide bis(acetylacetonate) (Sigma-Aldrich) in IPA. The layer was
spray coated on substrates held at 300 °C then cooled to room temperature before deposition of
the mesoporous scaffold.

A bench-top slot-die coating unit, with in-line forced hot air oven, positioned in a fume-hood was
used for coating. The slot-die coating head had a coating width up to 100 mm, patterned shims were
used to define coated areas and corresponding meniscus guides [47] were used with the slot-die head
to help form the meniscus between the slot-die head lips and substrate, the meniscus guide tab length
was 1 mm. The gap height between the meniscus guide and substrate was set using feeler gauges and
micrometer adjustment screws and set to as close to 50 um as possible for each coating.

The mesoporous titanium dioxide layer was deposited using slot-die coating, the formulation
was made up by dilution of DSL-18NRT titanium dioxide paste (Dyesol) with 1-butanol [41].
The formulation was stirred constantly to avoid agglomerations and filtered using 0.45 um pore
size regenerated cellulose syringe filters directly before use. The slot-die coated layer was deposited at
a coating speed of 0.1 m-min~! and a pump rate of 0.035 mL-min~! over a coating width of 3.5 cm
made up of two 1.75 cm stripes, giving an approximately 10 um wet film thickness. The layer was
dried on a hot plate at 140 °C (10 min) to remove residual solvent then 325 °C (10 min) to burn off
organic materials followed by a 550 °C sinter for 30 min.

The lead iodide layer was deposited by slot-die coating from a formulation of lead iodide (Sigma
Aldrich 99%) 20 wt% in either DMF or DMSO (Sigma Aldrich, Anhydrous). The slot-die coated films

1 over a width of 3.5 cm made

were coated in air at 1.0 m-min~! with a pump rate of 0.35 mL-min~
up of two 1.75 cm stripes. Then directly dried in the coating machines in-line oven unit with an
oven temperature of approximately 105 °C (verified with thermocouples attached to substrate) over a
distance of approximately 30 cm with a line speed of 0.1 m-min~", to remove excess solvent, before
being moved in to a fan oven and dried for a further 7 min at 100 °C.

Formation of perovskite was achieved by either dip coating or slot-die coating with solutions of
methylammonium iodide (MAI) (Dyesol). For dip coating the lead iodide films were submerged in a
tray of MAI 10 mg-mL~! in IPA for 30 min, followed by drying at room temperature and then carefully
being rinsed with IPA from a wash bottle, then drying again at room temperature and then dried in a
fan oven at 90 °C for 10 min. Solutions for slot-die coated MAI were made up with IPA, methanol,

L over a width of 3.5 cm with a

ethanol or 1-butanol at 35 mg-mL~! and coated at a speed of 1 m-min~
pump rate of 0.7 mL-min~!, giving an approximately 20 ym wet film thickness. The films were then
allowed to dry at room temperature to remove excess solvent followed by drying in a fan oven at 90 °C
for 8 min then allowed to cool to room temperature before being carefully rinsed with IPA, followed
by drying at room temperature then drying again at 90 °C in a fan oven for 2 min.

The hole transport material spiro-MeOTAD (75 mg-mL~! in chlorobenzene, with 10 uL

4-tert-Butylpyridine and 20 pL 600 millimolar Bis(trifluoromethane)sulfonimide lithium salt in
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acetonitrile per millilitre of solution) was spin coated at 2000 RPM for 45 s in a nitrogen filled glove-box,
films were left overnight in air in a sealed box with desiccant to promote oxidation of the film [73,74].

Top contacts of gold were prepared by thermal evaporation under vacuum, using a shadow mask
to define pixel areas. Conductive silver paste was applied to pixel contact areas to improve contact
with pins on the device testing jig.

Cells for shelf-life tests were encapsulated using a UV curable adhesive (Ossila) and glass cover
slip with a piece of Kapton tape to protect the hole transport material and perovskite layer from
the adhesive before curing, the adhesive was cured by placing under a solar simulator for 10 min.
The devices were stored in the dark in a sealed box with desiccant.

3.2. Test Methods

Current-voltage testing of devices was performed using a Keithley 2400 source measure unit and
an Oriel solar simulator as light source (class AAA Newport Oriel Sol3A) calibrated to AM1.5 one
sun equivalent intensity using a reference cell fitted with a KGS5 filter (Newport Oriel 91150-KG5).
Cells were masked to 0.09 cm? for photovoltaic testing. Current-voltage curves were collected for
both reverse and forwards sweep directions between 1.1 and —0.1V at a scan rate of approximately
0.15 Vs~!, in two-wire mode, 5 s of light soaking at open circuit was applied to the cell before scanning.

Viscosity measurements were made using a Malvern Bohlin Gemini 200 Nano HR rheometer,
equipped with a temperature controlled stage, across a range of shear rates, all inks were found to
be Newtonian at the shear rates used and viscosity is quoted as the value found for a shear rate of
25-1. Surface tension measurements were made using a FTA32 system and Pendant Drop Shape fitting
routine. Scanning Electron Microscopy (SEM) images were collected on Jeol JSM-7800F field emission
gun electron microscope, adjusting the working distance around 10 mm and using acceleration voltages
of 5 or 15 kV. X-ray diffraction (XRD) spectra were collected using a Bruker D8 Discover instrument
with a CuKa beam at 40 kV and 40 mA.

4. Conclusions

This work demonstrates that for sequential deposition of the perovskite layer by slot-die coating
the choice of solvent and coating conditions is critical. For the lead iodide layer the coating quality
and device performance can be improved by changing the solvent system. As such, the use of the
non-toxic solvent DMSO is demonstrated and leads to high performance devices, this is important in
the development of safe and cost effective scalable manufacturing processes for perovskite solar cells.

The choice of solvent system for the coating of the MAI layer has been shown to be critical to
achieving conversion of the lead iodide layer to perovskite and achieving high performance. The use of
ethanol as the solvent system for slot-die coated layers leads to devices with performance approaching
those produced using the conventional dip coating method. Combined with an improved lead iodide
coating method using a substrate pre-heated to 100 °C, which results in lead iodide films more readily
converted to perovskite when slot-die coated with MAI, devices with both lead iodide and MAI
slot-die coated have been shown to achieve performance equivalent to that with dip coated MAL

Further improvements to the quality of the perovskite layer will be necessary to achieve higher
performance similar to that of spin coated devices and moving towards a viable manufacturing process.
Improving the grain size and reducing grain boundaries of the perovskite would likely help this [66]
and further optimisation of the MAI (or alternative cation) formulation and coating conditions is
a potentially interesting area of research for achieving this. When transitioning the process to a
roll-to-roll coating setting the low volatility of DMSO is a possible hindrance to being able to coat at
high line speeds without requiring long oven path lengths, so designing formulations for the sequential
deposition process that dry more rapidly (but maintain the low toxicity of the solvent system) or
developing other rapid drying techniques is of considerable importance.



Materials 2018, 11, 2106 16 of 19

Author Contributions: D.B. carried out experimental work and wrote the manuscript, J.S. designed and built
the J.V. testing hardware an software, D.A.W. and T.W. directed the research and help draft the manuscript.
All authors gave final approval for publication.

Acknowledgments: This work was supported by the Engineering and Physical Sciences Research Council (EPSRC)
through the Self-assembling Perovskite Absorbers Cells Engineered into Modules project (EP/M015254/2) and
the SPECIFIC Innovation and Knowledge Centre (EP/N020863/1). The authors would also like to express their
gratitude to the Welsh Government for their support of the Sér Solar programme.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.  Mouafi, Y.B.; Zuschlag, A.; Pichon, PY.; Fritz, J.; Schonecker, A.; Hahn, G. Novel RGS materials
with high fill factors and no material-induced shunts with record solar cell efficiencies exceeding 16%.
Sol. Energy Mater. Sol. Cells 2016, 146, 25-34. [CrossRef]

2. Derbouz, A.; Slaoui, A.; Jolivet, E.; de Moro, E; Belouet, C. N-type silicon RST ribbon solar cells.
Sol. Energy Mater. Sol. Cells 2012, 107, 212-218. [CrossRef]

3.  Liu, X; Feng, Y,; Cui, H,; Liu, F; Hao, X.; Conibeer, G.; Mitzi, D.B.; Green, M. The current status and future
prospects of kesterite solar cells: A brief review. Prog. Photovolt. Res. Appl. 2016, 24, 879-898. [CrossRef]

4. Xue, R; Zhang, J.; Li, Y,; Li, Y. Organic Solar Cell Materials toward Commercialization. Small 2018,
14, 1801793. [CrossRef] [PubMed]

5. Song, Z.; McElvany, C.L.; Phillips, A.B.; Celik, I.; Krantz, PW.; Watthage, S.C.; Liyanage, G.K.; Apul, D.;
Heben, M.]. A technoeconomic analysis of perovskite solar module manufacturing with low-cost materials
and techniques. Energy Environ. Sci. 2017, 10, 1297-1305. [CrossRef]

6. Cai, M.; Wu, Y;; Chen, H,; Yang, X.; Qiang, Y,; Han, L. Cost-Performance Analysis of Perovskite Solar
Modules. Adv. Sci. 2017, 4, 1600269. [CrossRef] [PubMed]

7.  Chang, N.L,; Ho-Baillie, AW.Y,; Vak, D.; Gao, M.; Green, M.A.; Egan, RJ. Manufacturing cost
and market potential analysis of demonstrated roll-to-roll perovskite photovoltaic cell processes.
Sol. Energy Mater. Sol. Cells 2018, 174, 314-324. [CrossRef]

8.  Lee, M.M.; Teuscher, ].; Miyasaka, T.; Murakami, T.N.; Snaith, H.]. Efficient Hybrid Solar Cells Based on
Meso-Superstructured Organometal Halide Perovskites. Science 2012, 338, 643-647. [CrossRef] [PubMed]

9.  Eames, C,; Frost, ].M.; Barnes, PR.E; O'Regan, B.C.; Walsh, A.; Islam, M.S. Ionic transport in hybrid lead
iodide perovskite solar cells. Nat. Commun. 2015, 6, 7497. [CrossRef] [PubMed]

10. Calado, P; Telford, A.M.; Bryant, D.; Li, X.; Nelson, J.; O'Regan, B.C.; Barnes, PR.E. Evidence for ion
migration in hybrid perovskite solar cells with minimal hysteresis. Nat. Commun. 2016, 7, 13831. [CrossRef]
[PubMed]

11.  Pockett, A.; Carnie, M.J. Ionic Influences on Recombination in Perovskite Solar Cells. ACS Energy Lett. 2017,
2,1683-1689. [CrossRef]

12.  Saliba, M.; Matsui, T.; Domanski, K.; Seo, J.Y.; Ummadisingu, A.; Zakeeruddin, S.M.; Correa-Baena, J.P.;
Tress, W.R.; Abate, A.; Hagfeldt, A.; et al. Incorporation of rubidium cations into perovskite solar cells
improves photovoltaic performance. Science 2016, 354, 206-209. [CrossRef] [PubMed]

13.  Yang, W.S,; Park, BW.; Jung, E.H.; Jeon, N.J.; Kim, Y.C; Lee, D.U,; Shin, S.S.; Seo, J.; Kim, E.K,; Noh, ].H.;
et al. Jodide management in formamidinium-lead-halide—Based perovskite layers for efficient solar cells.
Science 2017, 356, 1376-1379. [CrossRef] [PubMed]

14. Baker, J.A.,; Mouhamad, Y.; Hooper, K.E.A,; Burkitt, D.; Geoghegan, M.; Watson, T.M. From spin coating to
roll-to-roll: Investigating the challenge of upscaling lead halide perovskite solar cells. IET Renew. Power Gener.
2017, 11, 546-549. [CrossRef]

15. Mei, A; Li, X;; Liu, L.; Ku, Z; Liu, T; Rong, Y,; Xu, M.; Hu, M.; Chen, ].; Yang, Y.; Grdtzel, M.; Han, H.
A hole-conductor—free, fully printable mesoscopic perovskite solar cell with high stability. Science 2014,
345, 295-298. [CrossRef] [PubMed]

16. Ku, Z; Rong, Y.; Xu, M,; Liu, T.; Han, H. Full Printable Processed Mesoscopic CH3NH;3Pbl;/TiO;
Heterojunction Solar Cells with Carbon Counter Electrode. Sci. Rep. 2013, 3, 3132. [CrossRef]

17. Li, S.G;; Jiang, K.J.; Su, M.J.; Cui, X.P.; Huang, J.H.; Zhang, Q.Q.; Zhou, X.Q.; Yang, L.M.; Song, Y.L.
Inkjet printing of CH3NH3Pblz on a mesoscopic TiO, film for highly efficient perovskite solar cells.
J. Mater. Chem. A 2015, 3, 9092-9097. [CrossRef]


http://dx.doi.org/10.1016/j.solmat.2015.11.022
http://dx.doi.org/10.1016/j.solmat.2012.06.024
http://dx.doi.org/10.1002/pip.2741
http://dx.doi.org/10.1002/smll.201801793
http://www.ncbi.nlm.nih.gov/pubmed/30106505
http://dx.doi.org/10.1039/C7EE00757D
http://dx.doi.org/10.1002/advs.201600269
http://www.ncbi.nlm.nih.gov/pubmed/28105403
http://dx.doi.org/10.1016/j.solmat.2017.08.038
http://dx.doi.org/10.1126/science.1228604
http://www.ncbi.nlm.nih.gov/pubmed/23042296
http://dx.doi.org/10.1038/ncomms8497
http://www.ncbi.nlm.nih.gov/pubmed/26105623
http://dx.doi.org/10.1038/ncomms13831
http://www.ncbi.nlm.nih.gov/pubmed/28004653
http://dx.doi.org/10.1021/acsenergylett.7b00490
http://dx.doi.org/10.1126/science.aah5557
http://www.ncbi.nlm.nih.gov/pubmed/27708053
http://dx.doi.org/10.1126/science.aan2301
http://www.ncbi.nlm.nih.gov/pubmed/28663498
http://dx.doi.org/10.1049/iet-rpg.2016.0683
http://dx.doi.org/10.1126/science.1254763
http://www.ncbi.nlm.nih.gov/pubmed/25035487
http://dx.doi.org/10.1038/srep03132
http://dx.doi.org/10.1039/C4TA05675B

Materials 2018, 11, 2106 17 of 19

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

Bag, M; Jiang, Z.; Renna, L.A_; Jeong, S.P; Rotello, V.M.; Venkataraman, D. Rapid combinatorial screening of
inkjet-printed alkyl-ammonium cations in perovskite solar cells. Mater. Lett. 2016, 164, 472—-475. [CrossRef]
Wei, Z.; Chen, H.; Yan, K; Yang, S. Inkjet Printing and Instant Chemical Transformation of a
CH;3NH;3PbIz /Nanocarbon Electrode and Interface for Planar Perovskite Solar Cells. Angew. Chem. Int. Ed.
2014, 53, 13239-13243. [CrossRef] [PubMed]

Das, S.; Yang, B.; Gu, G.; Joshi, P.C.; Ivanov, LN.; Rouleau, C.M.; Aytug, T.; Geohegan, D.B.; Xiao, K.
High-Performance Flexible Perovskite Solar Cells by Using a Combination of Ultrasonic Spray-Coating and
Low Thermal Budget Photonic Curing. ACS Photonics 2015, 2, 680-686. [CrossRef]

Mohamad, D.K,; Griffin, J.; Bracher, C.; Barrows, A.T.; Lidzey, D.G. Spray-Cast Multilayer Organometal
Perovskite Solar Cells Fabricated in Air. Adv. Energy Mater. 2016, 6, 1600994. [CrossRef]

Bishop, J.E.; Mohamad, D.K.; Wong-Stringer, M.; Smith, A.; Lidzey, D.G. Spray-cast multilayer perovskite
solar cells with an active-area of 1.5 cm?2. Sci. Rep. 2017, 7, 7962. [CrossRef] [PubMed]

Deng, Y.; Peng, E.; Shao, Y.; Xiao, Z.; Dong, Q.; Huang, J. Scalable fabrication of efficient organolead trihalide
perovskite solar cells with doctor-bladed active layers. Energy Environ. Sci. 2015, 8, 1544-1550. [CrossRef]
Zhong, Y.; Munir, R.; Li, J.; Tang, M.C.; Niazi, M.R; Smilgies, D.M.; Zhao, K.; Amassian, A. Blade-Coated
Hybrid Perovskite Solar Cells with Efficiency >17%: An In Situ Investigation. ACS Energy Lett. 2018,
3,1078-1085. [CrossRef]

Yang, M.; Li, Z.; Reese, M.O.; Reid, O.G.; Kim, D.H.; Siol, S.; Klein, T.R.; Yan, Y.; Berry, ].].; van Hest, M.FA.M.;
Zhu, K. Perovskite ink with wide processing window for scalable high-efficiency solar cells. Nat. Energy
2017, 2, 17038. [CrossRef]

Vak, D.; Hwang, K,; Faulks, A.; Jung, Y.S; Clark, N.; Kim, D.Y.; Wilson, G.J.; Watkins, S.E. 3D Printer Based
Slot-Die Coater as a Lab-to-Fab Translation Tool for Solution-Processed Solar Cells. Adv. Energy Mater. 2015,
5,1401539.

Hwang, K.; Jung, Y.S.; Heo, YJ.; Scholes, FH.; Watkins, S.E.; Subbiah, J.; Jones, D.J.; Kim, D.Y.; Vak, D. Toward
Large Scale Roll-to-Roll Production of Fully Printed Perovskite Solar Cells. Adv. Mater. 2015, 27, 1241-1247.
[CrossRef] [PubMed]

Schmidt, T.M.; Larsen-Olsen, T.T.; Carlé, J.E.; Angmo, D.; Krebs, FC. Upscaling of Perovskite Solar
Cells: Fully Ambient Roll Processing of Flexible Perovskite Solar Cells with Printed Back Electrodes.
Adv. Energy Mater. 2015, 5, 1500569. [CrossRef]

Gu, Z,; Zuo, L.; Larsen-Olsen, T.T;; Ye, T.; Wu, G.; Krebs, EC.; Chen, H. Interfacial engineering of
self-assembled monolayer modified semi-roll-to-roll planar heterojunction perovskite solar cells on flexible
substrates. . Mater. Chem. A 2015, 3, 24254-24260. [CrossRef]

Jung, Y.S.; Hwang, K.; Heo, YJ.; Kim, J.E; Lee, D.; Lee, C.H.; Joh, H.I; Yeo, ].S.; Kim, D.Y. One-Step
Printable Perovskite Films Fabricated under Ambient Conditions for Efficient and Reproducible Solar Cells.
ACS Appl. Mater. Interfaces 2017, 9, 27832-27838. [CrossRef] [PubMed]

Qin, T.; Huang, W.; Kim, J.E; Vak, D.; Forsyth, C.; McNeill, C.R.; Cheng, Y.B. Amorphous hole-transporting
layer in slot-die coated perovskite solar cells. Nano Energy 2017, 31, 210-217. [CrossRef]

Cotella, G.; Baker, J.; Worsley, D.; Rossi, ED.; Pleydell-Pearce, C.; Carnie, M.; Watson, T. One-step deposition
by slot-die coating of mixed lead halide perovskite for photovoltaic applications. Sol. Energy Mater. Sol. Cells
2017, 159, 362-369. [CrossRef]

Heo, YJ.; Kim, J.E.; Weerasinghe, H.; Angmo, D.; Qin, T.; Sears, K.; Hwang, K.; Jung, Y.S.; Subbiah, J.;
Jones, D.J.; et al. Printing-friendly sequential deposition via intra-additive approach for roll-to-roll process
of perovskite solar cells. Nano Energy 2017, 41, 443-451. [CrossRef]

Ciro, ].; Mejia-Escobar, M. A ; Jaramillo, F. Slot-die processing of flexible perovskite solar cells in ambient
conditions. Sol. Energy 2017, 150, 570-576. [CrossRef]

Cai, L. Large area perovskite solar cell module. J. Semicond. 2017, 38, 014006. [CrossRef]

Lee, D.; Jung, Y.S.; Heo, Y.J; Lee, S.; Hwang, K.; Jeon, YJ.; Kim, ].E.; Park, J.; Jung, G.Y.; Kim, D.Y. Slot-Die
Coated Perovskite Films Using Mixed Lead Precursors for Highly Reproducible and Large-Area Solar Cells.
ACS Appl. Mater. Interfaces 2018, 10, 16133-16139. [CrossRef] [PubMed]

Giacomo, ED.; Shanmugam, S.; Fledderus, H.; Bruijnaers, B.].; Verhees, W.J.; Dorenkamper, M.S.;
Veenstra, S.C.; Qiu, W.; Gehlhaar, R.; Merckx, T.; et al. Up-scalable sheet-to-sheet production of high efficiency
perovskite module and solar cells on 6-in. substrate using slot die coating. Sol. Energy Mater. Sol. Cells 2018,
181, 53-59. [CrossRef]


http://dx.doi.org/10.1016/j.matlet.2015.11.058
http://dx.doi.org/10.1002/anie.201408638
http://www.ncbi.nlm.nih.gov/pubmed/25255744
http://dx.doi.org/10.1021/acsphotonics.5b00119
http://dx.doi.org/10.1002/aenm.201600994
http://dx.doi.org/10.1038/s41598-017-08642-2
http://www.ncbi.nlm.nih.gov/pubmed/28801601
http://dx.doi.org/10.1039/C4EE03907F
http://dx.doi.org/10.1021/acsenergylett.8b00428
http://dx.doi.org/10.1038/nenergy.2017.38
http://dx.doi.org/10.1002/adma.201404598
http://www.ncbi.nlm.nih.gov/pubmed/25581092
http://dx.doi.org/10.1002/aenm.201500569
http://dx.doi.org/10.1039/C5TA07008B
http://dx.doi.org/10.1021/acsami.7b05078
http://www.ncbi.nlm.nih.gov/pubmed/28752996
http://dx.doi.org/10.1016/j.nanoen.2016.11.022
http://dx.doi.org/10.1016/j.solmat.2016.09.013
http://dx.doi.org/10.1016/j.nanoen.2017.09.051
http://dx.doi.org/10.1016/j.solener.2017.04.071
http://dx.doi.org/10.1088/1674-4926/38/1/014006
http://dx.doi.org/10.1021/acsami.8b02549
http://www.ncbi.nlm.nih.gov/pubmed/29668247
http://dx.doi.org/10.1016/j.solmat.2017.11.010

Materials 2018, 11, 2106 18 of 19

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

Kim, J.E,; Jung, Y.S.; Heo, Y.J.; Hwang, K.; Qin, T.; Kim, D.Y; Vak, D. Slot die coated planar perovskite solar
cells via blowing and heating assisted one step deposition. Sol. Energy Mater. Sol. Cells 2018, 179, 80-86.
[CrossRef]

Remeika, M.; Ono, L.K.; Maeda, M.; Hu, Z.; Qi, Y. High-throughput surface preparation for flexible slot die
coated perovskite solar cells. Org. Electron. 2018, 54, 72-79. [CrossRef]

Zuo, C,; Vak, D.; Angmo, D.; Ding, L.; Gao, M. One-step roll-to-roll air processed high efficiency perovskite
solar cells. Nano Energy 2018, 46, 185-192. [CrossRef]

Burkitt, D.; Searle, J.; Watson, T. Perovskite solar cells in N-I-P structure with four slot-die-coated layers.
R. Soc. Open Sci. 2018, 5, 172158. [CrossRef] [PubMed]

Kim, Y.Y,; Park, E.Y.; Yang, T.Y,; Noh, ].H.; Shin, TJ.; Jeon, N.J.; Seo, J. Fast two-step deposition of perovskite
via mediator extraction treatment for large-area, high-performance perovskite solar cells. J. Mater. Chem. A
2018, 6, 12447-12454. [CrossRef]

Whitaker, J.B.; Kim, D.H.; Larson, B.; Zhang, F,; Berry, ].J.; van Hest, M.F.A.M.; Zhu, K. Scalable slot-die
coating of high performance perovskite solar cells. Sustain. Energy Fuels 2018. [CrossRef]

Lin, C.E; Wang, BK,; Lo, S.H.; Wong, D.S.H.; Liu, TJ.; Tiu, C. Operating windows of stripe coating.
Asia-Pac. ]. Chem. Eng. 2014, 9, 134-145. [CrossRef]

Kang, H.; Park, J.; Shin, K. Statistical analysis for the manufacturing of multi-strip patterns by roll-to-roll
single slot-die systems. Robot. Comput.-Integr. Manuf. 2014, 30, 363-368. [CrossRef]

Raupp, S.M.; Schmitt, M.; Walz, A.L.; Diehm, R.; Hummel, H.; Scharfer, P.; Schabel, W. Slot die stripe coating
of low viscous fluids. J. Coat. Technol. Res. 2018, 15, 899-911. [CrossRef]

Krebs, F.C. Polymer solar cell modules prepared using roll-to-roll methods: Knife-over-edge coating, slot-die
coating and screen printing. Sol. Energy Mater. Sol. Cells 2009, 93, 465—-475. [CrossRef]

Schmitt, M.; Scharfer, P.; Schabel, W. Slot die coating of lithium-ion battery electrodes: Investigations on
edge effect issues for stripe and pattern coatings. J. Coat. Technol. Res. 2014, 11, 57-63. [CrossRef]

Schmitt, M.; Diehm, R.; Scharfer, P.; Schabel, W. An experimental and analytical study on intermittent slot
die coating of viscoelastic battery slurries. J. Coat. Technol. Res. 2015, 12, 927-938. [CrossRef]

Maza, D.; Carvalho, M.S. Trailing edge formation during slot coating of rectangular patches.
J. Coat. Technol. Res. 2017, 14, 1003-1013. [CrossRef]

Jakubka, E; Heyder, M.; Machui, F; Kaschta, J.; Eggerath, D.; Lovenich, W.; Krebs, F.C.; Brabec, C.J.
Determining the coating speed limitations for organic photovoltaic inks. Sol. Energy Mater. Sol. Cells 2013,
109, 120-125. [CrossRef]

Eperon, G.E.; Burlakov, V.M.; Docampo, P.; Goriely, A.; Snaith, H.J. Morphological Control for High
Performance, Solution-Processed Planar Heterojunction Perovskite Solar Cells. Adv. Funct. Mater. 2014,
24,151-157. [CrossRef]

Chu, Z.; Yang, M.; Schulz, P; Wu, D.; Ma, X,; Seifert, E.; Sun, L.; Li, X.; Zhu, K,; Lai, K. Impact of grain
boundaries on efficiency and stability of organic—inorganic trihalide perovskites. Nat. Commun. 2017, 8, 2230.
[CrossRef] [PubMed]

Sherkar, T.S.; Momblona, C.; Gil-Escrig, L.; Avila, J.; Sessolo, M.; Bolink, H.J.; Koster, L.J.A. Recombination in
Perovskite Solar Cells: Significance of Grain Boundaries, Interface Traps, and Defect Ions. ACS Energy Lett.
2017, 2, 1214-1222. [CrossRef] [PubMed]

Liang, K.; Mitzi, D.B.; Prikas, M.T. Synthesis and Characterization of Organic Inorganic Perovskite Thin
Films Prepared Using a Versatile Two Step Dipping Technique. Chem. Mater. 1998, 10, 403-411. [CrossRef]

Burschka, J.; Pellet, N.; Moon, S.J.; Humphry-Baker, R.; Gao, P.; Nazeeruddin, M.K,; Gratzel, M. Sequential
deposition as a route to high-performance perovskite-sensitized solar cells. Nature 2013, 499, 316-319.
[CrossRef] [PubMed]

Becker, M.; Wark, M. Recent Progress in the Solution-Based Sequential Deposition of Planar Perovskite Solar
Cells. Cryst. Growth Des. 2018, 18, 4790-4806. [CrossRef]

Jeon, N.J.; Noh, ].H.; Kim, Y.C.; Yang, W.S.; Ryu, S.; Seok, S.I. Solvent engineering for high performance
inorganic organic hybrid perovskite solar cells. Nat. Mater. 2014, 13, 897. [CrossRef] [PubMed]

Zhao, Y.; Tan, H.; Yuan, H.; Yang, Z.; Fan, ].Z.; Kim, ]J.; Voznyy, O.; Gong, X.; Quan, L.N.; Tan, C.S; et al.
Perovskite seeding growth of formamidinium-lead-iodide-based perovskites for efficient and stable solar
cells. Nat. Commun. 2018, 9, 1607. [CrossRef] [PubMed]


http://dx.doi.org/10.1016/j.solmat.2018.02.003
http://dx.doi.org/10.1016/j.orgel.2017.12.027
http://dx.doi.org/10.1016/j.nanoen.2018.01.037
http://dx.doi.org/10.1098/rsos.172158
http://www.ncbi.nlm.nih.gov/pubmed/29892402
http://dx.doi.org/10.1039/C8TA02868K
http://dx.doi.org/10.1039/C8SE00368H
http://dx.doi.org/10.1002/apj.1753
http://dx.doi.org/10.1016/j.rcim.2013.12.004
http://dx.doi.org/10.1007/s11998-017-0039-y
http://dx.doi.org/10.1016/j.solmat.2008.12.012
http://dx.doi.org/10.1007/s11998-013-9498-y
http://dx.doi.org/10.1007/s11998-015-9717-9
http://dx.doi.org/10.1007/s11998-017-9962-1
http://dx.doi.org/10.1016/j.solmat.2012.10.007
http://dx.doi.org/10.1002/adfm.201302090
http://dx.doi.org/10.1038/s41467-017-02331-4
http://www.ncbi.nlm.nih.gov/pubmed/29263379
http://dx.doi.org/10.1021/acsenergylett.7b00236
http://www.ncbi.nlm.nih.gov/pubmed/28540366
http://dx.doi.org/10.1021/cm970568f
http://dx.doi.org/10.1038/nature12340
http://www.ncbi.nlm.nih.gov/pubmed/23842493
http://dx.doi.org/10.1021/acs.cgd.8b00686
http://dx.doi.org/10.1038/nmat4014
http://www.ncbi.nlm.nih.gov/pubmed/24997740
http://dx.doi.org/10.1038/s41467-018-04029-7
http://www.ncbi.nlm.nih.gov/pubmed/29686304

Materials 2018, 11, 2106 19 of 19

60.

61.

62.

63.

64.

65.

66.

67.
68.

69.

70.

71.

72.

73.

74.

Liu, W,; Li, L.; Chen, M,; Ding, X.; Wang, M.; Liu, G.; Wang, X. Nucleation mechanism of CH3NH3PbI3
with two-step method for rational design of high performance perovskite solar cells. J. Alloys Compd. 2017,
697, 374-379. [CrossRef]

Carvalho, M.S.; Kheshgi, H.S. Low-flow limit in slot coating: Theory and experiments. AIChE ]. 2000,
46, 1907-1917. [CrossRef]

Liao, H.C,; Tsao, C.S.; Jao, M.H.; Shyue, ].J.; Hsu, C.P; Huang, Y.C,; Tian, K.Y,; Chen, C.Y.; Su, C.J.; Su, W.F.
Hierarchical i-p and i-n porous heterojunction in planar perovskite solar cells. ]. Mater. Chem. A 2015,
3, 10526-10535. [CrossRef]

Wagner, L.; Mundt, L.E.; Mathiazhagan, G.; Mundus, M.; Schubert, M.C.; Mastroianni, S.; Wiirfel, U.;
Hinsch, A.; Glunz, S.W. Distinguishing crystallization stages and their influence on quantum efficiency
during perovskite solar cell formation in real-time. Sci. Rep. 2017, 7, 14899. [CrossRef] [PubMed]

Kim, J.; Hwang, T.; Lee, S.; Lee, B.; Kim, J.; Jang, G.S.; Nam, S.; Park, B. Solvent and Intermediate Phase as
Boosters for the Perovskite Transformation and Solar Cell Performance. Sci. Rep. 2016, 6, 25648. [CrossRef]
[PubMed]

Yang, S.; Chen, Y.; Zheng, Y.C.; Chen, X.; Hou, Y.; Yang, H.G. Formation of high-quality perovskite thin film
for planar heterojunction solar cells. RSC Adv. 2015, 5, 69502-69508. [CrossRef]

Becker, M.; Wark, M. Controlling the crystallization and grain size of sequentially deposited planar perovskite
films via the permittivity of the conversion solution. Org. Electron. 2017, 50, 87-93. [CrossRef]

Washburn, E.W. The Dynamics of Capillary Flow. Phys. Rev. 1921, 17, 273-283. [CrossRef]

Liu, M.; Wu, J.; Gan, Y.; Hanaor, D.A.H.; Chen, C.Q. Evaporation Limited Radial Capillary Penetration in
Porous Media. Langmuir 2016, 32, 9899-9904. [CrossRef] [PubMed]

Jacobsson, T.J.; Correa-Baena, J.P.; Halvani Anaraki, E.; Philippe, B.; Stranks, S.D.; Bouduban, M.E.F;
Tress, W.; Schenk, K.; Teuscher, J.; Moser, ].E.; et al. Unreacted PbI2 as a Double-Edged Sword for Enhancing
the Performance of Perovskite Solar Cells. J. Am. Chem. Soc. 2016, 138, 10331-10343. [CrossRef] [PubMed]
Im, ].H,; Jang, L.H.; Pellet, N.; Grétzel, M.; Park, N.G. Growth of CH3NH3PbI3 cuboids with controlled size
for high-efficiency perovskite solar cells. Nat. Nanotechnol. 2014, 9, 927. [CrossRef] [PubMed]

Ding, X.; Liu, J.; Harris, T.A. A review of the operating limits in slot die coating processes. AIChE ]. 2016,
62,2508-2524. [CrossRef]

Berhe, T.A.; Su, W.N.; Chen, C.H.; Pan, C.J.; Cheng, ].H.; Chen, H.M.; Tsai, M.C.; Chen, L.Y.; Dubale, A.A.;
Hwang, B.J. Organometal halide perovskite solar cells: degradation and stability. Energy Environ. Sci. 2016,
9, 323-356. [CrossRef]

Wang, S.; Sina, M.; Parikh, P.; Uekert, T.; Shahbazian, B.; Devaraj, A.; Meng, Y.S. Role of 4-tert-Butylpyridine
as a Hole Transport Layer Morphological Controller in Perovskite Solar Cells. Nano Lett. 2016, 16, 5594-5600.
[CrossRef] [PubMed]

Snaith, H.J.; Gratzel, M. Enhanced charge mobility in a molecular hole transporter via addition of redox
inactive ionic dopant: Implication to dye-sensitized solar cells. Appl. Phys. Lett. 2006, 89, 262114. [CrossRef]

@ (© 2018 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http:/ /creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1016/j.jallcom.2016.11.038
http://dx.doi.org/10.1002/aic.690461003
http://dx.doi.org/10.1039/C5TA02184G
http://dx.doi.org/10.1038/s41598-017-13855-6
http://www.ncbi.nlm.nih.gov/pubmed/29097712
http://dx.doi.org/10.1038/srep25648
http://www.ncbi.nlm.nih.gov/pubmed/27156481
http://dx.doi.org/10.1039/C5RA12348H
http://dx.doi.org/10.1016/j.orgel.2017.07.025
http://dx.doi.org/10.1103/PhysRev.17.273
http://dx.doi.org/10.1021/acs.langmuir.6b02404
http://www.ncbi.nlm.nih.gov/pubmed/27583455
http://dx.doi.org/10.1021/jacs.6b06320
http://www.ncbi.nlm.nih.gov/pubmed/27437906
http://dx.doi.org/10.1038/nnano.2014.181
http://www.ncbi.nlm.nih.gov/pubmed/25173829
http://dx.doi.org/10.1002/aic.15268
http://dx.doi.org/10.1039/C5EE02733K
http://dx.doi.org/10.1021/acs.nanolett.6b02158
http://www.ncbi.nlm.nih.gov/pubmed/27547991
http://dx.doi.org/10.1063/1.2424552
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction
	Results
	Lead Iodide Layer Slot-Die Coating
	Methylammonium Iodide Slot-Die Coating

	Materials and Methods
	Device Fabrication Methods
	Test Methods

	Conclusions
	References

