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The light beam induced current (LBIC) method was adopted to nondestructively map the photoresponse of
real planar organic—inorganic hybrid perovskite solar cells (PSCs). It is found that the photoresponse of the
devices is not uniform even though the morphology of the perovskite films from scanning electron
(SEM) (AFM)
nonuniformity of the photoresponse of the devices is further exacerbated after degradation, which can
be well traced by the LBIC method. The indistinguishable morphology change during the device
degradation indicates that the degradation of the device is not mainly determined by the morphology of
the perovskite layer, but by the interface between the perovskite and the electrode. By using the LBIC

microscope or atomic force microscope images shows uniform character. This
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method, the worse performing area of the device is identified and then removed accordingly. The

DOI 10.1039/c7ra06423¢ current density of the device can be enhanced from 19.44 mA cm™2 to 21.72 mA cm™2 after this
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Introduction

The power conversion efficiency (PCE) of hybrid organic-
inorganic perovskite solar cells has rocketed to as high as 22.1%
since they were discovered in 2009."*° Due to their advantages
of low cost of solution process and high performance, PSCs have
great potential for commercialization."* Since the issue of
stability is crucial to deliver PSC technology for commerciali-
zation," the perovskite layer becomes the core of the device and
its stability is believed to be the most important. The stability of
perovskite film can be described as unchanged by the film
morphology on one hand.* On the other hand, the stability of
the perovskite layer also can be presented as energy disorder/
traps. Defects or traps normally exist in the perovskite layer
and also at the interfaces," caused by the low temperature
solution fabrication process and weak chemical bonding
among the atoms. Thus to obtain a stable device with high PCE,
both the film morphology and defects are ideally unchanged
after long term illumination. Indeed, by using new fabrication
method™™ or adjusting the component of precursor,®* the
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clearance of the worse performing area.

more smooth and compact perovskite films, which can be
characterized by scanning electron microscope (SEM) or atomic
force microscope (AFM), are obtained and the PCE are subse-
quently improved. SEM and AFM are also powerful tools to
figure out the influence of parameters e.g. solvent volatiliza-
tion,*® annealing temperature,® and thickness of the film," etc.
on the size of perovskite crystalline and film coverage.”?
However, interfaces are also reported to be one of the most
important factors for intrinsic stability of PSC.>® Defects or
energy disorder at the interfaces can greatly determine the
device performance. Generally, SEM and AFM are conducted on
avery small area of a partial device, i.e. perovskite films without
top selective electrode. Thus the morphology images can not
correspond to the photoresponse of a real device including
interfaces. The discrepancy between the morphology stability
and the device performance stability is more prominent if the
device degradation is mostly caused by defects introduced at
interfaces. It is known that perovskite materials are relatively
stable (storage in glove box) compared to perovskite solar
cells.>*” This means after certain time of storage the device
performance decreases a lot though the film morphology is not
changed significantly. Thus to characterize the photoresponse
of a real device, especially to trace its degradation, a more direct
method such as light beam induced current (LBIC) must be
used. The LBIC method is a non-destructive characterization
technique which has been widely used to diagnose and trace the
degradation processes of organic and inorganic photovoltaic
devices.”®**° In this characterization technique, a light beam
with very small size is used to obtain a photo-response mapping
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which depicts the cell's current response as a function of beam
position. Recently, LBIC has also been mainly introduced in
characterizing perovskite solar cells with mesoporous structure,
while only a few works of that with planar structure are re-
ported.***” With the combination of other characterization
techniques, the important features such as crystalline size,*
humidity,* solvent,* charge injection at interface,* etc. could
be identified. However, very limited references*** correspond-
ing to planar structure perovskite solar cells focuses on inter-
facial barrier/contact study.

In this paper, the LBIC method is used to map and trace the
degradation of planar perovskite solar cells. To the best of our
knowledge, there is no study on degradation of planar perov-
skite solar cells by using LBIC. Compared with mesoporous
structure, the thickness of perovskite layer in planar structure is
more uniform. The results show that though the morphology
obtained from SEM/AFM images are uniform as expected, the
photoresponse from LBIC is nonuniform. The light conversion
efficiency decreases after certain time of storage. The LBIC
results record this fast degradation, sharp contrast to the
indiscernible change of morphology obtained by SEM/AFM. The
worse performance area of the device was identified by LBIC
technique and then removed. The PCE of the device can be
enhanced from 10.88% to 11.58% after this removal. Thus the
gradually introduced defects and the degradation of interfaces
are attributed to the fast performance decrease of perovskite
solar cells rather than the morphology of perovskite layer.

Experimental details

Materials

Lead chloride (PbCl,), methyl ammonium iodide (MAI), phenyl-
Cep-butyric acid methyl ester (PCBM), poly(3,4-ethylenedioxy-
thiophene) poly(styrenesulfonate) (PEDOT:PSS) were all
purchased from Xi'an Polymer Light Technology Corp (China),
while N,N-dimethylformamide (DMF), chlorobenzene and others
were from Sigma-Aldrich. The mixed-halide perovskite precursor
(CH3NH;3PbI; ,Cl,) and TiO, precursor were prepared according
to literatures procedure.’®** MAI and PbCl, were dissolved in DMF
at 3 : 1 molar ratio with a concentration of 2.4 M MAI and 0.8 M
PbCl, and stirred overnight at room temperature. 20 mg PCBM
was dissolved in 1 ml chlorobenzene and stirred overnight at
room temperature.

Device fabrication

The structure of the perovskite solar cells was ITO/PEDOT:PSS/
CH;NH,PbI;_,Cl,/PCBM/C60/Al. The fabrication method was
reported elsewhere.*® Another structure of the perovskite solar
cells was FTO/TiO,/CH3;NH;PbI;_,Cl,/spiro-OMeTAD/Ag. The
detail steps were reported in literature.* The cell area, defined
as the cross area between the ITO/FTO and Al/Ag electrode, was
0.09 cm’.

LBIC setup

The setup of the homemade LBIC***>** is shown in Fig. 1a. The
device was fixed on motorized moving system (TSA30-C, Zolix
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Fig. 1 (a) Schematic diagram of LBIC setup. M — turning mirror, F —
microscope objective lens. (b) Schematic diagram of scanning. (c)
Scanning-path of the laser.

Beijing China) together with its controller (SC300, Zolix Beijing
China), which is used to map the device. A 405 nm laser (Cobolt
06-01, spectral bandwidth < 1.2 nm) was used as the light
source, which was further focused in the glove box by lens. The
photocurrent induced by the small light beam was then recor-
ded by the current recorder (electrochemical workstation,
CHI600D).

Other characterizations

The morphologies of the developed structures were examined
using field-emission scanning electron microscopy (SEM, JSM-
6700F) and atomic force microscope (AFM, Dimension Icon).
The J-V characteristics of the developed devices were measured
using Keithley 2400 in conjunction with Newport 94043A solar
simulator, which generated 100 mW cm ™ (AM 1.5 G) simulated
sunlight. The external quantum efficiency (EQE) of the devices
was calculated from the photocurrent measured using a lock-in
amplifier (SR-830). After fabrication, all the J-V, EQE and LBIC
mapping characteristics were measured in the glove box.

Results and discussion

The P-I-N and N-I-P structures of the perovskite solar cells
are ITO/PEDOT:PSS/CH;NH,;PbI;_,CL/PCBM/C60/Al and FTO/
TiO,/CH3;NH;PbI; ,Cl,/spiro-OMeTAD/Ag, respectively, as
shown in Fig. 2a. The J-V characteristic of the device is shown in
Fig. 2b. The measured short circuit current density (Js.), open
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Fig. 2
cell. (b) The J-V characteristics of the devices under 100 mW cm
illumination of a calibrated simulated sunlight. (Inset: the device
layout).

(@) The structure of the planar heterojunction perovskite solar
-2
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circuit voltage (V,.), and fill factor (FF) are 19.38 mA cm 2,
1.02 V, 66% and 20.78 mA cm ™2, 1.05 V, 71% for the P-I-N and
N-I-P devices, thus the PCE are 13.05% and 15.49%
respectively.

By using LBIC mapping, the photoresponse of the real
devices can be obtained. As an example, Fig. 3a shows the
photoresponse result of the P-I-N device given in Fig. 2. The
nonuniformity of the photoresponse is obvious. Similar results
are also obtained for N-I-P devices though the distributions of
photoresponse are different. One of the reasons for this
nonuniformity might come from the thickness variation of
perovskite film. As pointed by Liu et al.,"” the thickness variation
of perovskite film fabricated from solution process is large.
Generally, the too thin film is not so sufficient to absorb
sunlight, while the too thick film would result in less carrier
collection because the carrier diffusion length is shorter than
the film thickness. However, a suitable film thickness does not
always correspond to high photoresponse as it is the result of
sequential processes of light absorb, charge separation, carrier
transportation, and carrier collection. From this point of view,
LBIC is a more direct way than morphology characterization
techniques (AFM/SEM) to present the photoresponse distribu-
tion of a real device. As it is shown in Fig. 3b, the SEM image
indicates the perovskite film is quite smooth and uniform based
on images from randomly chosen locations. Thus this
discrepancy indicates the cell with uniform film morphology
does not mean that the photoresponse is uniform. Guided by
LBIC method, the better performance area of a real device can
be located for further research.

Indeed, different apparent external quantum efficiency
(EQE) values were obtained when focused monochromatic light
was used for different device locations (ESI, Fig. S4t). As it is
given in Fig. 3c, the integration of five apparent EQE curves
presents two lower values of 15.09 mA cm ™2, 15.57 mA cm™ > and
three higher values of 19.93 mA cm™2,19.40 mA cm ™2, 19.97 mA
cm 2 This result demonstrates that a higher efficiency can be
achieved if a device only containing the better performance
areas is fabricated.

The photoresponse of another device was mapped by LBIC
technique and is shown in ESI (Fig. S1t). Compared with the left
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side, the photoresponse of the right side is much more uniform.
Thus, the performance of device could be predictably improved as
a result of removing the left side of the device with more defects.
In accordance, the device performance is improved by preserving
the area with better photoresponse. Although the FF decreased
a little, the overall PCE increased from 10.88% to 11.58% due to
the larger J;. (from 19.44 mA em ™2 to 21.72 mA cm ™ 2).

The LBIC was further used to trace the degradation of the
perovskite solar cells with N-I-P structure. After fabrication, the
device was transferred to the nitrogen-filled glove box without
exposure to moisture. The J-V measurements were conducted in
the glove box, showing a PCE of 15.49%, as given in Fig. 4. After
7 days' storage in the glove box, the overall performance
decreases a little to 13.0% and then sharply drops to 1.38% after
28 days storage. The LBIC mapping for these three stages were
conducted in the same glove box just after each j-V measure-
ment. The LBIC mapping results are also shown in Fig. 4, being
consistent with the J-V measurements. However, LBIC mapping
shows that the uniformity of photoresponse becomes even
worse after degradation. The degradation of the device have
three possible sources, i.e. perovskite film itself, boundary of
the perovskite crystalline, and the interfaces between perovskite
film and the electrodes. However, the SEM morphology of the
perovskite film shows negligible change after the same duration
of storage for j-V and LBIC measurements, either with or
without the HTL layer, as it is shown in Fig. 5 and 6. This
unchanged morphology is confirmed by AFM measurement, as
shown in Fig. 6. Thus the degradation is not mainly due to the
morphology change of the film. And it also has high possibility
that the degradation is not determined by the defects in the
perovskite film or at the boundaries. Since the crystalline and
boundary distributions are quite uniform on the whole device,
as demonstrated in Fig. 5 and 6, the nonuniformity and uneven
decrease of photoresponse from the LBIC mapping must be
related to the top electrode. The nonuniformity of Fig. 3a and 4b
is possible due to the nonuniform contact between the perov-
skite film and the top electrode. As the contact deterioration is
further progressed after longtime storage, the performance of
the device decreases and the uniformity of the photoresponse
becomes worse.
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(a) Three-dimensional photoresponse shows the nonuniformity of PSC. (b) SEM image of the perovskite film prepared in the same batch

shows the uniform morphology. (c) Apparent EQE action spectra and current integration of the same PSCs when focused the monochromatic

light on different regions.
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Fig. 4 (a) J-V characteristics of a N—I—P structure device just after fabrication, after 7 days and 28 days storage in glove box, respectively. The
LBIC results of photoresponse mapping of the same device after J-V measurements: (b) just after fabrication, (c) after 7 days storage in glove box,

and (d) after 28 days storage in glove box.

Fig.5 The SEM and AFM images for the perovskite film fabricated using the same procedure as for the real device. (a and d) Just after fabrication,
(b and e) after 7 days storage in glove box, (c and f) after 28 days storage in glove box.
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Fig. 6 SEM images of the perovskite film from the same batch with HTL layer on top it. (

box, and (c) after 28 days storage in glove box.

Fig.7 Optical images of the top electrode of an intact perovskite solar cell.

after 28 days storage in glove box.

To confirm this conclusion, the optical images of the
device with top electrode were obtained after the same period
of storage in the glove box. As it is shown in Fig. 7, some small
spots can be discerned under microscope. The reason for
forming these spots is not clear at this stage. The possible
reason is the trace moisture in the HTL layer (spiro-OMeTAD
needs to be oxidized in the air during device fabrication,
the additives in the spiro-OMeTAD are easy to absorb mois-
ture) or in the glove box (O,/moisture: a few ppm) can degrade
the HTL or react with top electrode. What's more, the
illumination (AM 1.5 G) for J-V test can accelerate the
degradation.

Conclusion

LBIC is a powerful tool to characterize the photoresponse of real
perovskite solar cells. The nonuniformity photoresponse of the
real device becomes a sharp contrast to the wuniform
morphology of perovskite films. Moreover, the photoresponse
distribution of perovskite solar cells monitored by LBIC tech-
nique shows a nonuniform degradation while the morphology
keeps quite stable and uniform in the same duration. Though
grain boundary defects may have some contributions, the
deterioration of the interface between HTL/ETL and top elec-
trode is more important for the degradation of devices kept in
glove box.
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