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efficiency of metal halide perovskite solar cells (PSCs) with an opaque substrate \
configuration. Here, we investigate the reduction of these optical losses by using thin .
(7—10 nm), undoped, thermally evaporated 2,2',7,7 -tetrakis[N,N-di(4-methoxy- @
phenyl)amino]-9,9’-spirobifluorene (spiro-OMeTAD), N,N’-di(1-naphthyl)-N,N’-
diphenyl-(1,1’-biphenyl)-4,4’-diamine) (NPB), and tris(4-carbazoyl-9-ylphenyl)-
amine) (TCTA) hole transport layers (HTLs). Of these, NPB is found to offer
the best compromise between efficiency and stability. In semitransparent n—i—p

configuration PSCs with an indium tin oxide bottom and a MoO;/thin-Au/ZnS O /@”O O
dielectric—metal—dielectric top electrode, NPB gives 14.9% and 10.7% efficiency for ﬁ ?

ABSTRACT: Parasitic optical absorption is one of the root causes of the moderate /

bottom and top illumination, respectively. The corresponding substrate-config-
uration PSC fabricated on an Au bottom electrode has 13.1% efficiency. Compared
to a 14.0% efficient PSC with a thick spin-coated doped spiro-OMeTAD layer, the
cell with NPB provides an improved short-circuit current density but has slightly lower open-circuit voltage and fill factor. Detailed
analysis of the optical losses in the opaque devices demonstrates that evaporated NPB offers negligible parasitic absorption compared
to solution-processed spiro-OMeTAD. The optical losses that remain are due to absorption and reflection of the transparent top
electrode.
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1. INTRODUCTION The parasitic absorption by the thick doped spiro-OMeTAD
HTL is a common denominator in many studies for top-
illuminated semitransparent and substrate-configuration
PSCs.'7'® The most successful strategy to resolve this issue
is to replace the solution processed doped spiro-OMeTAD
HTL with a thinner, less-absorbing HTL." ™" Raiford et al.
successfully replaced doped spiro-OMeTAD with a thin
evaporated pristine 2,2’,7,7'-tetra(N,N-di-p-tolyl)amino-9,9-
bifluorene (spiro-TTB)/atomic layer deposited VO, bilayer
HTL with minimal absorption reaching 13.2% efficiency in
semitransparent PSCs.'” In another example of a semi-
transparent device architecture, Wang et al. demonstrated
13.3% efficient color-tunable PSCs using a solution-processed
copper(I) thiocyanate (CuSCN) HTL with minimal absorp-
tion. ~ For substrate-configuration PSCs, Heo et al. achieved
15% efficient devices with a thin poly[bis(4-phenyl)(2,4,6-

Integrating solar cells into the outer envelope skin of buildings
could one day revolutionize how electrical energy is supplied
on demand.'™® As a promising photovoltaic technology for
building-integrated photovoltaics, metal halide perovskite solar
cells (PSCs) have recently reached important milestones in
both stability and power conversion efficiency (PCE) with a
certified 25.2%.*7° Other vital aspects of this technology are
their low cost, compatibility with high-throughput mass
manufacturing, their low weight, and color tunability.“%’7 To
date, most research has focused on devices on transparent
substrates, ie., a superstrate configuration. PSCs with an
opaque substrate configuration, however, still fall behind with a
highest reported PCE of only 15%.° We recently reported on a
substrate PSC with an opaque Au bottom electrode and a
transparent dielectric—metal—dielectric (DMD) top elec-
trode.” A main limitation of this configuration is the optical

loss originating from the transparent MoOj;/thin-Au/poly- Received: October 26, 2020
styrene (PS) top electrode and the thick (260 nm) doped Accepted: March 3, 2021
2,2',7,7 -tetrakis[ N,N-di(4-methoxyphenyl)amino]-9,9'-spiro- Published: March 12, 2021

bifluorene (spiro-OMeTAD) hole transport layer (HTL). The
elimination of these optical losses is imperative for more
efficient devices.
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trimethylphenyl)amine] (PTAA) HTL using an anodized Ti
foil bottom electrode and a laminated graphene polydimethyl-
siloxane transparent top electrode.® Although the reduction of
the parasitic optical losses have been extensively studied for
semitransparent devices, the vast majority of studies for
substrate-configuration PSCs on opaque substrates have
employed doped spiro-OMeTAD as the HTL.

Herein, we investigate replacing doped spiro-OMeTAD with
a thin thermally evaporated organic HTL in a substrate-
configuration PSC using a thick Au bottom electrode and a
DMD transparent top electrode. Thin thermally evaporated
HTLs such as N,N’-di(1-naphthyl)-N,N’-diphenyl-(1,1’-bi-
phenyl)-4,4’-diamine) (NPB) and tris(4-carbazoyl-9-yl-
phenyl)amine) (TCTA) have been used successfully before
in p—i—n PSCs.”””' We start from a semitransparent n—i—p
PSC in which a perovskite layer is sandwiched between a
transparent indium tin oxide (ITO) bottom electrode with a
[6,6]-phenyl-Cg,-butyric acid methyl ester (PCBM) passivated
SnO, electron transport layer (ETL) and top contact
consisting of a doped spiro-OMeTAD HTL and a MoO;/
thin-Au transparent electrode. To select the optimal HTL, we
first fabricated semitransparent PSCs with different thicknesses
of thermally evaporated and undoped spiro-OMeTAD, NPB,
or TCTA as HTL. Next, using optical simulations, we
optimized the DMD top electrode in the semitransparent
PSC by selecting an optimal top dielectric. Finally, we
transferred the semitransparent PSC stack onto an opaque
Au bottom electrode which was deposited on a smooth ITO
glass substrate. The best substrate PSC with the optimized thin
HTL and DMD achieves a stabilized PCE of 13.1% compared
to 14.0% for the best substrate configuration device with a
thick doped spiro-OMeTAD HTL. The lower efficiency of
substrate PSCs with the thin HTL is due to a reduced open-
circuit voltage (V,.) and fill factor (FF), despite a higher short-
circuit current density (J,.). Optical modeling shows that the
absorption of the thin evaporated HTL layer is negligible and
that the remaining optical losses of this stack are caused by
reflection of light from the top dielectric and absorption by the
thin Au layer in the DMD.

2. EXPERIMENTAL SECTION

2.1. Materials and Solution Preparation. All materials and
reagents were purchased from commercial sources. Solutions were
stirred at 60 °C overnight before the spin coating, unless stated
otherwise. For the ETL, a commercial 15 wt % SnO, aqueous
colloidal dispersion (Alfa Aesar) was used without dilution. The
dispersion was stirred overnight at room temperature. [6,6]-Phenyl-
Cg-butyric acid methyl ester (PCBM) (Solenne BV, 99%) was
dissolved in chlorobenzene (CB) (Sigma-Aldrich, anhydrous 99.8%)
at a concentration of 10 mg mL™'. For the perovskite precursor
solution, Pbl, (553 mg) (TCI Chemicals, 99.99% trace metal basis)
was dissolved in a mixture of dimethylformamide (0.876 mL) (DMF,
Sigma-Aldrich, anhydrous 99.8%) and dimethyl sulfoxide (DMSO,
0.0864 mL) (Sigma-Aldrich, anhydrous 99.9%). Formamidinium
iodide (54.0 mg) (FAI, Greatcell Solar), methylammonium iodide
(14.3 mg) (MAI, Greatcell Solar), and methylammonium bromide
(7.6 mg) (MABr, Greatcell Solar) were dissolved in 2-propanol (1
mL) (Sigma-Aldrich, anhydrous 99.5%). As evaporated pristine
HTLs, spiro-OMeTAD (Lumtec, 99.5%), N,N’-di(1-naphthyl)-
N,N’-diphenyl-(1,1’-biphenyl)-4,4'-diamine) (NPB, Lumtec, 99%),
and tris(4-carbazoyl-9-ylphenyl)amine) (TCTA, Lumtec, 99%) were
used. For the thermally evaporated top dielectric, ZnS (Alfa Aesar,
99.995% (metals basis)) was used.

2.2. Device Fabrication. All thermally evaporated films were
deposited under high-vacuum conditions at ~5 X 1077 mbar.

3034

Prepatterned ITO (110 nm) glass substrates (Naranjo Substrates)
were cleaned in the following sequence: sonication in acetone (15
min), scrubbing and sonication in sodium dodecyl sulfate solution
(Acros, 99%) in water (10 min), rinsing in deionized water, and
sonication in 2-propanol (15 min). Prior to device preparation the
substrates were blow-dried with nitrogen and further cleaned by UV-
ozone (30 min). For the Au-based substrate-configuration devices a
120 nm patterned Au bottom electrode was deposited (1 A s™") onto
the ITO glass substrate via thermal evaporation. On top of the Au
bottom electrode, a 10 nm full area substoichiometric MoO; (Sigma-
Aldrich, 99.9%) interlayer was deposited (0.5 A s™') via thermal
evaporation. The SnO, dispersion was spin-coated onto the ITO
substrate, or onto the MoO;-coated substrate for Au-based cells at
2800 rpm (with a 2000 rpm s™" acceleration) for 60 s and heat-treated
at 150 °C for 30 min in an ambient atmosphere. The SnO, (85 nm)
film was then treated with UV-ozone (10 min) and immediately
transferred into a nitrogen-filled glovebox. To passivate the SnO,
ETL, the PCBM solution was spin-coated onto the SnO, coated
substrate at 2000 rpm (with a 2000 rpm s™" acceleration) for 30 s and
annealed at 100 °C (30 min) to leave an ~1 nm PCBM passivation
layer. After annealing the substrates were cooled to room temperature.
The FA(4sMAg34Pbl, ¢sBr s perovskite film (445 nm) was processed
onto the PCBM passivated substrate by using two spin-coating steps
at 3000 rpm (with a 2000 rpm s™" acceleration) for 60 s. First, the
Pbl, solution was statically spin-coated onto the PCBM passivated
substrate, followed by the dynamic spin-coating of the FAI/MAI/
MABr solution 30 s before the end of the program. Prior to depositing
the HTL, the sample was annealed in the glovebox at 100 °C for 30
min and cooled to room temperature. Thermally evaporated pristine
spiro-OMeTAD, NPB, and TCTA HTLs were deposited (2 A s7')
onto the FAy4MA(3,Pbl, 3sBr, ;s perovskite film. Next, a 15 nm full
area MoOj; film and a 7 nm patterned Au top electrode were
deposited (0.5 A s™' both) via thermal evaporation. To finalize the
DMD stack, the ZnS top dielectric was deposited (0.5 A s™*) onto the
Au top electrode via thermal evaporation. The active area (0.09 or
0.16 cm?) was determined by the overlap of the ITO or Au bottom
electrode and the transparent top Au electrode.

2.3. Device Characterization. All samples were stored and
measured in a nitrogen-filled glovebox without any further exposure
to air or any preconditioning, unless stated otherwise. The current
density—voltage (J—V) characteristics were measured by a Keithley
2400 source meter. During the J—V measurements light from a
tungsten—halogen lamp was filtered by a Schott GG385 UV filter and
a Hoya LB120 daylight filter to mimic the AM1.5G spectrum (100
mW cm™2). For bottom (ITO side) illumination of solar cells, a black
shadow mask with an aperture area of 0.0676 or 0.1296 cm* was
employed to define the illuminated cell area. For the devices with top
(DMD side) illumination the illuminated cell area was 0.09 or 0.16
cm® During the fast J—V sweep measurements, the source meter
swept the voltage either from +1.5 to —0.5 V (reverse scan) or from
—0.5 to +1.5 V (forward scan) at a scan rate of 0.25 V s™'. Light
soaking preconditioning of the solar cells was performed by exposing
the cell area to continuous illumination of simulated AM1.5G (100
mW cm™?) light for a given time, followed by a fast sweep
measurement. For the stabilized J—V measurement (slow sweep
measurements), the open-circuit voltage (V) of the solar cell was
first tracked for S min under constant illumination, and then a reverse
sweep from V. +0.04 to —0.04 V was performed with a step size of
0.04 V; the acquisition time of the current density at each voltage step
was S s.

External quantum efficiency (EQE) measurements were performed
in a nitrogen atmosphere. The probe light was generated by a 50 W
tungsten—halogen lamp (Philips Focusline), which was modulated
with a mechanical chopper (Stanford Research, SR 540) before
passing through a monochromator (Oriel, Cornerstone 130). The
spectral response of the device was recorded as a voltage from a
preamplifier (Stanford Research, SR §70) by using a lock-in amplifier
(Stanford Research, SR 830) and was calibrated by a reference silicon
cell. To accurately determine the short-circuit current density
(Jsrqe), @ green LED (530 nm, Thorlabs MS30L3, driven by a
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DC4104 driver) was utilized as a light bias during the EQE
measurement to provide the solar cell with ~1 sun equivalent
illumination intensity.

2.4. Ultraviolet Photoelectron Spectroscopy (UPS). UPS
measurements were performed in a multichamber ESCALAB II
system using He I radiation (Eg,; = 21.22 eV) and a—6 V bias. The
samples were deposited on glass substrates covered with ITO and
transferred into the vacuum chamber directly from a N, atmosphere.

2.5. Optical Simulation. Optical simulations were performed by
using the transfer matrix method with Setfos 5.0 (Fluxim AG). The
wavelength-dependent refractive index (n) and extinction coefficient
(k) determined by spectroscopic ellipsometry used for ZnS and MoO4
are depicted in Figure S1 of the Supporting Information. For all other
materials previously reported data were used.”

3. RESULTS AND DISCUSSION

3.1. Optical Modeling. We recently reported on an
opaque-substrate PSCs consisting of a glass/ITO/thick-Au/
MoO;/Sn0,/FA  ¢¢sMA, 34Pbl, ¢sBry ;5/spiro-OMeTAD/
MoO,/thin-Au/polystyrene cell configuration (FA is forma-
midinium, MA is methylammonium). In this device the
photocurrent is mainly limited by parasitic absorption by the
260 nm thick doped spiro-OMeTAD layer and reflection and
absorption by the DMD top contact.” To further increase the
photocurrent of this device, the doped spiro-OMeTAD HTL
and the perovskite active layer thicknesses can be optimized.
Figure 1 shows the calculated maximum attainable photo-
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204
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- 19.8
- 19.5

Figure 1. Simulated J.., as a function of the thicknesses of the doped
spiro-OMeTAD HTL and the perovskite layers for an opaque-
substrate PSC with top illumination. The cell configuration is glass/
ITO/thick-Au/MoO;/Sn0,/PCBM/FA  4¢MA  3,Pb, ¢sBry 15/ spiro-
OMeTAD/MoO;/ thin-Au/top dielectric. The thicknesses of all
other layers are collected in Table SI. Devices with option 3 were
previously reported.”

HTL thickness [nm]

19.2

18.9

450
Perovskite thickness [nm]

500 550 600 650 700

current (J,.,) in these devices based on optical modeling.
Upon decreasing the thicknesses of the 260 nm doped spiro-
OMeTAD layer and adjusting the perovskite layer thicknesses,
two distinct thickness ranges for the HTL with relatively high
Jmax Values appear at 110 + 10 nm (option 2) and below 20 nm
(option 1). For our experiments, we omit the second option
because of difficulties in fabricating 560 nm thick perovskite
layers with the two-step deposition method used. Instead, we
chose to use the thinnest possible HTL (option 1 in Figure 1)
where the perovskite layer thickness remains unchanged. At
such thin layers, the high photocurrent predicted for a doped
spiro-OMeTAD HTL is also expected for other small molecule
HTLs because of their similar refractive indices and negligible
parasitic absorption.
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For such thin layers, solution processing of doped spiro-
OMeTAD films results in a poor film quality with pinholes.
Instead, we use thermally evaporated pristine HTLs. Thermal
evaporation provides films with precisely controlled thickness
and good conformity.”>~>* When changing layer thickness of
the perovskite layer and HTL, it is necessary to adapt the
DMD top electrode. The steps taken in the optimization are
depicted in Figure 2. As baseline, we use a semitransparent n—

/// A
o/
‘\0

%

>
w
O

Figure 2. Stepwise optimization of a semitransparent perovskite solar
cell with a thick doped spiro-OMeTAD HTL (stack A) into a
substrate-configuration cell on an opaque Au bottom electrode PSC
with a thin HTL and DMD top electrode (stack D).

i—p cell with an ITO bottom electrode, a PCBM-passivated
SnO, ETL, a two-step deposited double-cation perovskite
(FAp¢sMAg34PbL, ¢Brg 15) active layer, a doped spiro-OMe-
TAD HTL, and a semitransparent MoO;/thin-Au top
electrode (termed stack A). First, we tested different thermally
evaporated undoped thin HTLs resulting in an updated
semitransparent device stack (stack B). After optimizing the
HTL thickness, we selected a suitable top dielectric to
accommodate the thickness change of the HTL (stack C).
As final step in the optimization, we transferred the entire stack
onto an Au bottom electrode with a MoO; buffer layer (stack
D). The subsections below describe the details of each
modification. The resulting optimized thicknesses of each layer
in the various configurations are listed in Table S1 of the
Supporting Information.

3.2. Replacing Doped Spiro-OMeTAD in Semitrans-
parent and Substrate-Configuration Cells. We inves-
tigated three different thermally evaporated undoped HTLs:
spiro-OMeTAD, NPB, and TCTA. The flat-band energy
diagram of the various layers in the semitransparent device
stack determined by ultraviolet photoelectron spectroscopy
(UPS) is shown in Figure 3. For doped spiro-OMeTAD we
used data from the literature.”® The UPS data of the thin HTLs
deposited onto the perovskite layer are collected in Table S2
and Figure S2.

Stolterfoht et al. demonstrated that minimizing the energy
offset between the highest occupied molecular orbital
(HOMO) of the HTL and valence band maximum (VBM)
of the perovskite is a key requirement for maximizing V,..”* To
account for the low mobility of undoped HTLs we tested
varying thicknesses of HTLs with HOMO levels below
(pristine spiro-OMeTAD: —S5.0 eV; NPB: —5.36 eV) and
above (TCTA: —5.6 eV) the HOMO of solution-processed
doped spiro-OMeTAD (about —5.5 €V). The fast-scan current
density—voltage (J—V) curves of semitransparent (stack B)
cells illuminated through the bottom ITO electrode with
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Figure 3. Flat-band energy diagram of Au, MoO3, TCTA, NPB, spiro-
OMeTAD, doped spiro-OMeTAD, and FA(¢MA,3,Pbl, gsBrg 5
perovskite. Valence band maxima and HOMO levels were determined
by UPS. Conduction band minima and LUMO levels were calculated
by using the optical band%aps and or by using the bandgap reported in
the literature for MoO,.”

different thicknesses and types of HTLs are summarized in
Figure 4.

Varying the thickness of small molecule HTLs can
dramatically impact the J—V characteristics. The optimal
thickness of pristine spiro-OMeTAD, NPB, and TCTA was
7.5, 10, and 7.5 nm, respectively. Devices with lower HTL
thicknesses gave Vs below 1 V. Poor performance for such
devices is due to strong recombination at the HTL/perovskite
interface, originating from the partial surface coverage of the
HTL on the perovskite active layer or from the penetration of
MoO; through the thin HTL. In both cases MoO; makes a
direct contact with the perovskite, which is known to yield a
poor contact that is vulnerable for interface recombination.””*’
Semitransparent PSCs with a thicker HTL than the optimal
value yielded J—V characteristics with S-shape for NPB and
TCTA and a reduced V. for spiro-OMeTAD. The presence of
the S-shape in the J—V characteristics of devices with thick
undoped HTLs could be due to lower hole mobility of these
films.”"** This behavior is related to the p-type doping of the
HTL by MoOs; at the interface of these two layers, resulting in
a lower contact resistance between the HTL and Au aided by
the MoO;.>* The doping effect of the MoO; only influences
the first few nanometers of the HTL because the penetration of
MoO; into a small-molecule layer occurs in a depth range of
2—3 nm,>"”** explaining why thicker HTLs develop an S-shape.

Figure 5 compares the statistics of the device performance of
PSCs with optimized evaporated thin-layer HTLs (stack B)
with that of a solution-processed doped spiro-OMeTAD HTL
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Figure 4. J—V characteristics (fast scans) of semitransparent glass/ITO/SnO,/PCBM/perovskite/thin-HTL/MoO3/thin-Au (stack B in Figure 2)
cells for different thicknesses of the evaporated pristine HTL with illumination through the bottom ITO electrode: (a) spiro-OMeTAD, (b) NPB,

and (c) TCTA.
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Figure 6. (a) Stabilized J—V characteristics of optimized semitransparent glass/ITO/SnO,/PCBM/perovskite/HTL/MoO;/thin-Au cells (stack B
in Figure 2) for three thin evaporated HTLs and a thick doped spiro-OMeTAD HTL for DM side illumination with AM.15 G light (100 mW

cm™2). (b) Corresponding EQE spectra.

Table 1. Photovoltaic Parameters of Semitransparent Cells with a DM Top Electrode®

HTL (thickness) Joe [MA cm™?] Jeepqe [MA cm™] V,. [V] FF [-] PCE [%] PCEgqy [%]
doped spiro-OMeTAD (260 nm) 13.5 134 1.09 0.71 104 10.4
spiro-OMeTAD (7.5 nm) 122 13.8 0.99 0.70 8.4 9.6
NPB (10 nm) 12.7 13.6 1.07 0.66 9.0 9.7
TCTA (7.5 nm) 12.7 13.4 1.09 0.70 9.7 10.1

“Obtained from slow reverse scan with top (DM-side) illumination.

(stack A) with illumination through the semitransparent
MoO;/Au dielectric—metal (DM) top contact. The stabi-
lized-scan J—V characteristics of the optimized semitransparent
devices are depicted in Figure 6a, and the photovoltaic

parameters are collected in Table 1. Devices with evaporated
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HTLs exhibited low hysteresis (Table S3). Therefore, we only
discuss results related to the reverse scan direction. PSCs with
evaporated HTLs yielded lower average efficiencies than those
with doped spiro-OMeTAD HTL. The average efficiency with

top (DM side) illumination devices with thin evaporated spiro-
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Figure 7. (a) Maximum AM1.5G photocurrent (J,,,,) for top illumination determined by optical modeling for a semitransparent glass/ITO/SnO,/
PCBM/FA 4MA 34Pbl, ¢sBrg ;s/NPB/MoO;/thin-Au/top dielectric (stack C) cell as a function of the thickness and refractive index (1) of the top
dielectric layer. ZnS indicates the optimal thickness for ZnS layer. (b) Same for an opaque glass/ITO/thick-Au/MoO;/SnO,/PCBM/

FAy¢¢MA34Pbl, ¢sBry 1s/NPB/MoO,/thin-Au/top dielectric (stack D) cell.

OMeTAD, NPB, and TCTA HTLs was 7.3 + 0.5%, 8.8 +
0.4%, and 9.2 + 0.3% compared to 10.2 + 0.3% for a thick
doped spiro-OMeTAD HTL (Figure S5). The differences
among the PCEs of cells with the thin HTLs are mainly related
to differences in V. (Figure Sb) and correspond to the varying
offsets between the HOMO of the HTLs and the VBM of
FAg¢¢MA34PbL, ¢Bry 5 (Figure 3). The short-circuit current
densities (J, qr), determined by integrating the product of the
external quantum efficiency (EQE) (Figure 6b), the
elementary charge, and the Air Mass 1.5 Global (AM1.5G)
(100 mW cm™2) spectral irradiance over all wavelengths, of the
thin-HTL cells are between 13.4 and 13.8 mA cm™ and
comparable to 13.4 mA cm™? for the cell with the thick doped
spiro-OMeTAD layer (Table 1). The higher EQE values below
400 nm in the EQE spectra of the cells with a thin HTL
(Figure 6b) can directly be attributed to the reduced
absorption in that region.

For these semitransparent cells the photocurrent (I)
increases with photon flux (@) at 730 nm following a power
law behavior (I &« ®%) with an exponent very close to unity (a
= 0.98—1.00) over 3 orders of magnitude for ITO- and DM-
side illumination (Figure S3 and Table S4), suggesting
negligible bimolecular recombination at short circuit. The
ideality factor (n) determined from the light intensity
dependence of V,_ (illumination with 730 nm light) is slightly
higher for cells with the doped spiro-OMeTAD HTL (n = 1.81
+ 0.10) than for cells with the thin pristine HTLs (n = 1.56 +
0.07), except for the cell with pristine spiro-OMeTAD HTL (n
1.23) when illuminated from the ITO side. Here the low V.

097 V and n 1.23 indicate appreciable surface
recombination (Figure S3 and Table S4). The higher ideality
factor for the doped spiro-OMeTAD suggests a higher relative
contribution of the trap-assisted recombination in these cells at
open circuit.

Based on ] rqp the best semitransparent PSCs with TCTA
as HTL reach PCEgqg = 10.1% efficiency, which is comparable
to the PCEgqy of 10.4% obtained for the best thick doped
spiro-OMeTAD PSC (Table 1). Using ] from the solar
simulator, the PCEs are 9.7% and 10.4%. The difference arises
from a larger mismatch between J;. and ], pqp for cells with a
thin HTL (Table 1), caused by the different EQE spectra for
cells with thick and thin HTLs (Figure 6b). Devices with
TCTA had a limited shelf-lifetime as concluded from the

3038

noticeable discoloration of the Au top electrode and the loss of
Jso Possibly, TCTA can be employed in combination with
other top electrodes, but with Au the cells quickly deteriorate.
The origin of the instability of the TCTA/MoO3/Au stack on
top of the perovskite layer has not been investigated. At its
optimal thickness (7.5 nm) the TCTA layer might not be fully
closed, causing a direct contact between MoO; and perovskite,
which are known to react.””*** It has also been shown that
the organic HTL/MoO; interface can be unstable, resulting in
buckling an wrinkling induced by nanoscopic pores in the
organic HTL."® The devices with evaporated pristine spiro-
OMeTAD and NPB did not show any signs of Au electrode
migration and reached PCEgqg of 9.6% and 9.7%, respectively
(Table 1). We note that the instability of the TCTA/MoO,/
Au stack is not directly related to the glass transition
temperature (T,) of the organic HTL, as T, = 151 °C for
TCTA™ is actually higher than that of spiro-OMeTAD ( T, =
121 °C)*” and NPB (Tg =95 °C).*® For further optimization,
we selected a 10 nm NPB layer because of its higher V. and
more reproducible performance.

The Jirop of the devices with a MoO,/thin-Au top
electrode is strongly limited by the reflection of light. We
performed optical simulations to find a suitable top dielectric
to ensure optimal light incoupling into the active layer (Figure
7). The semitransparent cell with the complete dielectric—
metal—dielectric top electrode is termed stack C. In the
modeling we varied the thickness and the refractive index (n)
of the ideal top dielectric, assuming that it has no absorption (k
= 0). Figure 7a shows that the highest photocurrent of 18.7
mA cm” can be reached when n is between 1.9 and 2.5 at
thicknesses ranging from 50 to 30 nm. Accordingly, a 30 nm
ZnS top dielectric with n & 2.3 and k = 0 ensures optimal light
incoupling. ZnS can be thermally evaporated which is less
damaging for thin HTLs than a solution-processed top
dielectric (e.g, polystyrene) as used previously for thick
HTLs.” Instead of ZnS, a MoO; layer can be used as top
dielectric. Because for MoO; n = 2.0 (Figure S1), the required
thickness would be about 40 nm.

In a next step, semitransparent devices were fabricated with
a MoO;/thin-Au/ZnS DMD top electrode (stack C, with ZnS
as top dielectric). The devices were tested with top and bottom
illumination. The J—V characteristics and EQE spectra are
shown in Figure 8 together with a photograph of a substrate
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Figure 8. (a) Stabilized J—V characteristics of optimized semitransparent glass/ITO/SnO,/PCBM/FA;¢MA,34Pbl, ¢sBry ;s/NPB/MoO;/thin-
Au/ZnS (stack C) PSCs illuminated from ITO (black) and DMD side (purple) with simulated AM.15 G light (100 mW cm™2). (b) Corresponding

EQE spectra. (c) Photograph of substrate with four devices.

Table 2. Photovoltaic Parameters of Optimized Semitransparent and Opaque Cells with 10 nm NPB as the Hole Transport

Layer”
stack” illumination side sweep type Joe [mA cm™?] Jeepqe [MA cm™] V,. [V] FF [-] PCE [%] PCEgqg [%]
A° ITO fast 20.4 19.9 1.10 0.69 15.4 15.1
Au/MoO; fast 13.6 1.10 0.66 9.8
Au/MoO;, slow 13.5 13.4 1.09 0.71 10.4 10.4
B ITO fast 20.6 20.5 1.09 0.69 18.5 15.4
Au/MoO; fast 132 1.08 0.66 9.4
Au/MoO; slow 12.7 13.6 1.07 0.66 9.0 9.7
C ITO fast 20.8 20.1 1.09 0.68 18.5 149
ZnS/Au/MoO, fast 16.3 16.2 1.09 0.64 11.4 11.3
ZnS/Au/MoO, slow 16.4 16.6 1.04 0.62 10.5 10.7
D ZnS/Au/MoO, fast 17.9 1.06 0.67 12.6
ZnS/Au/MoO; slow 18.2 18.3 1.07 0.67 13.1 13.1

“J-V characteristics were obtained in reverse scans. “See Figure 2 for stack configurations. “Using a 260 nm doped spiro-OMeTAD instead of a

thin NPB HTL.

with four cells. The relevant J—V parameters are summarized
in Table 2. The average J—V parameters for illumination from
both sides indicate negligible hysteresis (Table SS). The best
semitransparent cells with a DMD top contact achieved 14.9%
efficiency when illuminated from the ITO side and 10.7% from
the DMD side (Table 2). The average V,. and FF for both
illumination directions were rather similar, and the difference
in PCE was mainly caused by their different ] pqg (Table S5).
The lower ] pqg of a top-illuminated cell is related to optical
losses originating from the DMD top electrode. The difference
in Jigqp between top and bottom illumination of these
optimized semitransparent cells equals 3.5 mA cm™> by using
the thin NPB layer as HTL (Table 2, stack C) compared to a
4.3 mA cm™2 when using a thick doped spiro-OMeTAD HTL.”
The lower ], pqg difference for the NPB cell stems from the
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reduced parasitic absorption. This is supported by the reduced
losses in the EQE spectrum between 300 and 400 nm for cells
that use a thin NPB HTL (Figure 8b). The corresponding
differences in J,. determined from the J—V data by using the
solar simulator point in the same direction but are slightly
larger: 4.4 mA cm™ for thin NPB (Table 2, stack C) and 4.8
mA cm 2 for thick doped spiro-OMeTAD.’

In the last step, we transformed the semitransparent cells
into an opaque substrate device configuration (stack D). We
fabricated substrate-configuration devices on glass substrates
using a thick Au bottom electrode coated with a 10 nm MoO;
layer. The interfacial MoOj layer serves to improve the wetting
of the aqueous colloidal SnO, dispersion that is spin collated
on top. The MoO;/SnO, interface allows a barrier-free
extraction of electrons.”® The results are compared to
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opaque-substrate cells with a thick doped spiro-OMeTAD
reported previously.” The optimal thickness of the top
dielectric was determined by using optical simulation (Figure
7b). A Jinax of 21.6 mA cm ™2 can be expected for a refractive
index between 1.7 and 2.2 and a thickness in the range
between and 60 and 35 nm (Figure 7b). For the opaque (stack
D) devices we thus used a 30 nm thin ZnS (n ~ 2.3) top
dielectric, the same as for semitransparent (stack C) cells. This
gives a theoretical J,,, of 21.0 mA cm ™.

The stabilized J—V characteristics, EQE plots, and intensity
dependence of V. of an opaque substrate-configuration PSC
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with a thin NPB layer (stack D) cells are shown in Figure 9
and compared to those using a thick spiro-OMeTAD HTL.
The corresponding J—V parameters are summarized in Table
2. The average reverse and forward fast sweep J—V
characteristics for both stacks are summarized in Table SS.
The opaque substrate-configuration PSCs require light soaking
to achieve their best performance (Figure S4 and Table S6).
Thermally evaporated MoO; is substoichiometric, and
illumination causes formation of color centers that enhance
the electrical conductivity and reduce series resistance.*’
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Table 3. q® Reflected, Transmitted, or Absorbed by Each Layer in Opaque-Substrate PSCs“

doped spiro-OMeTAD

NPB
layer thickness [nm]
air (reflected) ©
ZnS/PS 30
Au top (thin) 7
MoO; 15
NPB/spiro-OMeTAD 10
FAp 66MAg34Pbl, gsBro 15 445
PCBM 1
SnO, 85
MoO, 10
Au bottom 120
air (transmitted) ©

q® [mA cm™] thickness [nm] q® [mA cm™?]
1.7 0o 1.7
0.1 50 ~0
2.7 7 2.7
0.2 15 0.2
0.1 260 1.6
21.0 445 19.5
~0 1 ~0
~0 85 ~0
~0 10 ~0
0.1 120 0.2
~0 [<3) ~0

“Integration from 300 to 775 nm, for all layers except for the perovskite layer where integration was up to 800 nm.

The optimized opaque substrate-configuration PSC with a
thin NPB HTL (stack D) cell achieves a stabilized PCEgqg of
13.1% (Table 2). This performance is slightly lower than the
PCEgqg of 14.0% for the cell that uses a thick doped spiro-
OMeTAD.” The lower efficiency for the NPB cell is due to a
lower V,. (1.07 vs 1.10 V) and FF (0.67 vs 0.70) despite an
increased J,.pqe (18.3 vs 17.9 mA cm™). Compared to a thick
doped spiro-OMeTAD, the cells that use a thin-NPB layer
show an improved EQE in the 300—430 and 500—580 nm
spectral ranges but a loss for 670—760 nm wavelengths (Figure
9b). This loss is unexpected from optical simulations (Figure
S5) and is tentatively ascribed to a different perovskite
thickness or surface roughness. The J pqp of 18.3 mA cm™
results in an estimated internal quantum efficiency (IQE) of
87% when compared to the J,,. of 21.0 mA cm™* obtained
from optical modeling. This value is lower than the IQE of
92% found for cells with a thick doped spiro-OMeTAD layer”’
and rationalizes the moderate increase in photocurrent. To
investigate charge recombination, we recorded the V. as a
function of photon flux (Figure 9c). From the slope in the
semilogarithmic plot an ideality factor n = 1.89 was estimated
for the cell with the thin NPB layer, slightly higher than n =
1.77 for the cell with the thick-doped spiro-OMeTAD HTL.
The high ideality factors for both cells suggests a significant
contribution of trap-assisted recombination. The overall lower
performance of the cells with a thin-NPB layer may be related
to insufficient doping of NPB by MoO,."'

3.3. Optical Loss Analysis of Substrate Cells. The
optical losses of the opaque-substrate PSC with a thin NPB
HTL (stack D) was quantified by using simulations. The
wavelength-dependent optical loss is visualized by the product
of the absorptance or reflectance of each layer and the AM1.5
G photon flux (Figure 10). Table 3 lists the product of the
elementary charge q [C] and the AM.15G photon flux density
® [# photons cm ™ s™'] integrated over the spectral range of
the cell that is reflected, transmitted, or absorbed by each layer
in the cells with either a thin NPB layer or a thick doped spiro-
OMeTAD HTL. For the perovskite layer the q® product
corresponds to the maximum generated photocurrent [mA
cm™2].

The total optical photocurrent loss was estimated from
wavelengths between 300 and 775 nm which add up to 4.9 mA
cm™? for the NPB cell (stack D) as compared to 6.4 mA cm ™
for the spiro-OMeTAD cell. We choose the arbitrary upper
limit of 775 nm as it is slightly lower than the bandgap and
avoids overestimating reflectance and transmittance losses. The
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major optical losses of the substrate-configuration cell with the
thin-NPB layer (stack D) is due to the absorption of the thin-
Au top electrode (2.7 mA cm ™, yellow area in Figure 10a) and
due to the reflection from the top dielectric (1.7 mA cm™2, red
area in Figure 10a). In the EQE spectra of top illuminated
substrate-configuration (stack D) cells reduced optical losses
were observed between 300 and 400 nm for cells by using a
thin NPB layer compared to cells with a thick doped spiro-
OMeTAD layer (Figure 9b). Based on optical modeling, the
higher ] pqr values of these devices are due to the reduced
absorption of the NPB HTL (0.1 mA cm?, green area in
Figure 10a) which is significantly less than 1.6 mA cm™ for
substrate-configuration cells with a thick doped spiro-
OMeTAD (green area in Figure 10b). Optical losses
originating from the ZnS and MoOj only amount to 0.3 mA
cm™2 The optical losses in SnO,, PCBM, and Au are limited to
0.1 mA cm™” because of the strong absorption by the thick
perovskite active layer. The theoretical photocurrent generated
by absorption of light in the perovskite active layer is 21.0 mA
cm™* with the thin NPB layer compared to 19.5 mA cm™ for
the cell using a thick doped spiro-OMeTAD. We estimate an
IQE value of 87% for the thin-NPB cell which is slightly lower
than the IQE of 92% found for the thick spiro-OMeTAD cell.
The difference between the two values is on the order of the
expected accuracy of the experimental and modeling
procedures. The results show that by using a thin evaporated
HTL the parasitic absorption of the HTL in substrate-
configuration PSCs can be almost completely eliminated.

4. CONCLUSIONS

In conclusion, we developed substrate-configuration PSCs with
thin thermally evaporated pristine organic HTLs and a DMD
transparent top electrode consisting of MoO;/thin-Au/ZnS.
The optimal thickness for the HTLs is 7—10 nm. Thinner
layers cause a voltage loss, and thicker layers give rise to FF or
V. losses. The best initial performance was obtained with
TCTA, but the cells had a limited shelf lifetime due to
migration of Au. Devices with NPB appeared more stable and
gave only slightly lower PCEs. Based on optical modeling, a 30
nm ZnS dielectric was selected to minimize reflection of the
top electrode. The optimized semitransparent PSCs gave PCEs
of 10.7% for DMD-side and 14.9% for ITO-side illumination.
Opagque-substrate PSCs with a thick Au bottom electrode and
a MoOj interlayer reached 13.1% efficiency. This is somewhat
lower than the best substrate-configuration device with 14.0%
efficiency described recently.” The JsEqE of opaque cells with a
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thin undoped NPB HTL (18.3 mA cm™?) is higher than that of
cells with a thick doped spiro-OMeTAD HTL (17.9 mA
cm™?). Optical modeling suggests that the difference in
photocurrent between the two configurations could even
amount to 1.5 mA cm™ The fact that despite the higher
photocurrent the thin HTL cells do not perform better than
the thick HTL cells is due to a combination of a slightly lower
IQE (87% vs 92%), V.. (1.07 vs 1.10 V), and FF (0.67 vs
0.70). In the optimized cell the current density loss attributed
to parasitic absorption by the NPB is only 0.1 mA cm™
compared to 1.6 mA cm™2 for doped spiro-OMeTAD. The
remaining optical losses of substrate-configuration PSC are due
to the reflection from the top dielectric (1.7 mA cm™2) and the
absorption in the transparent Au top electrode (2.7 mA cm™2).

Future experiments on a thin evaporated organic HTLs in
substrate-configuration PSCs should focus on assessing (long-
term) stability. An issue of possible concern is the (thermal)
instability of the organic HTL/MoO; interface as identified by
Sellinger et al."® and as found in this work for the TCTA/
MoO; interface. Possibly organic HTLs with high glass
transition temperatures can be beneficial in this respect.””*®
Alternatively, pinhole-free spin-coated hole transporting
polymer layers can possibly be used provided they have low
optical absorption in the relevant spectral range and can be
made sufficiently thin.*” Further optimization of substrate-
configuration PSCs can also focus on reducing the V. and FF
losses and further enhancing incoupling of light.
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