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ABSTRACT: A comparative degradation study of solar cells based on a bulk-heterojunction (BHJ)
blend of poly(3-hexylethiophene) (P3HT) and phenyl [6,6] Cg; butyric acid methyl ester (PCBM)
with two different cathodes is reported. Poly(ethylene-dioxythiphene):poly(styrene sulfonate)
(PEDOT:PSS) coated ITO electrodes were used as the anode, whereas Ca/Al and Ca/Ag
electrodes were used as cathodes. Fully degraded devices were subjected to thermal annealing under
inert atmosphere. The performance of degraded solar cells with a Ca/Al cathode exhibited no
improvement after treatment. However the solar cells with a Ca/Ag cathode exhibited a
considerable recovery in their performance following annealing under a nitrogen atmosphere.
Indeed, these solar cells could be subjected to many degradation and regeneration cycles. Current
density—voltage (J-V) characteristics and X-ray photoelectron spectroscopy (XPS) studies show
that this behavior arises from the complex chemical thermodynamics of the reactions that can occur
at the cathode/active layer interface. In particular, the recovery of device performance for solar cells
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with a Ca/Ag cathode is due to the reversible oxidation of Ag upon thermal annealing.
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1. INTRODUCTION

Polymer solar cells (PSCs) possess many advantageous
properties such as their thin, lightweight, transparent nature
and their cost-effective manufacturing via high-throughput roll
to roll production.' Over the past two decades PSCs have
experienced a rapid growth in performance, with the donor—
acceptor bulk-heterojunction (BHJ) architecture proving to be
the most successful design.”~> Through sophisticated mod-
ification of energy band-gaps, energy levels, morphology, and
interfaces of the active materials, PSCs have demonstrated
power conversion efficiencies (PCEs) exceeding 10%.>”
Module cost calculations show that PSCs with lifetimes of
5—10 years and efficiencies 8—10% are predicted to produce
electricity at ~10 Eurocents/kWh.*’ Although considerable
progress has been made toward the required PCE target, the
poor stability of PSCs is now a major concern, and, in order to
realize the full potential of this technology, the long-term
stability of these devices must be improved further. As such,
degradation in PSCs has now become an important area of
research for both the academia and industry. A number of
reports have demonstrated that diffusion of O, and H,O
molecules into PSCs has the most detrimental effect on device
operation.'”™'* These molecules react with almost every
component of a PSC resulting in electrode oxidation, interface
degradation, morphological changes and electrophotochemical
reactions, which degrade their optical and electronic proper-
ties.">™"? Although O, and H,0O molecules can migrate through
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the edges and top surface of the devices, macroscopic pin holes
in the top electrodes are thought to provide the main diffusion
pathway.***!

Here we report degradation studies of P3HT:PCBM solar
cells with two different cathodes (Ca/Al and Ca/Ag). The
initial goal of this study was to probe the effect of oxidation
processes upon these two device cathode structures. However,
the results of this study revealed that the oxidation processes in
PSC devices are much more complex than previously thought.
In particular, device characterization and XPS depth profiling
show that cathode degradation consists of a series of both
irreversible and reversible processes. Furthermore, by manipu-
lating these processes we are able to recover the performance of
degraded devices. The manuscript is organized as follows. First,
we discuss the chemical thermodynamics of cathode degrada-
tion in relation to Ca/Al and Ca/Ag cathodes. Consequently,
we predict that it should be possible to reverse certain
degradation (oxidation) processes for Ca/Ag cathodes under
the typical experimental conditions used in device processing.
Finally, we present experimental evidence showing that partial
recovery of PSC performance does indeed occur where these
reversible oxidation processes are accessible.
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Figure 1. (a) Ellingham diagram for oxidation of Ca (dash-dotted line), Al (dashed line), and Ag (solid line). (b) Ellingham diagram for the
oxidation of Ag (solid line) together with the free energy line for a partial pressure of O, of 107* kPa (dashed line). The intercept of the two lines
indicates the equilibrium oxidation temperature for the formation of Ag,O (dotted line).
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It is widely accepted that the oxidation of the cathode electrode ! ®)
plays a key role in the degradation of PSCs, with typical where P, is the equilibrium partial pressure of H,O in Pa, and
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cathode electrodes comprising metals such as Al or Ag with Ca T, is the equilibrium temperature in K.
as an interfacial layer.”>>? Figure 2 shows that as the partial pressure of water drops so
The most relevant atmospheric oxidation reactions for these the equilibrium temperature of the CaO hydrolysis reaction
materials can be given by the following equations:
2Ca + O, — 2Ca0 (1) 1000/Temperature (K'?)
1 1.5 2 2.5
Ca+ H,0 - CaO + H, (2) } }
100 4
CaO + H,0 < Ca(OH), (3) = F Ca(OH),
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4Ag + O, < 2Ag,0 (4) £ 1 t t
Q :
=
2Ag + H,0 — Ag,0 + H, (s) * oo g ca0
Al + 30 2A1,0
AL 30, = 2450 © 0.0001
2Al + 3H20 N A1203 + 3H2 (7) 1000 667 500 400

Temperature (K)
The chemical thermodynamics of an oxidation reaction

determines the relative ease of that oxidation pathway for a Figure 2. Variation in the equilibrium temperature of CaO hydrolysis
given metal and is commonly presented in the form of an Feantion as a func.t?onl of partial pressure of water. The open red circle
Ellingham diagram.24 These diagrams plot the Gibbs free indicates th_i equilibrium temperature (424 K) at a partial pressure of
energy of formation per mole of oxygen consumption (AGy) as H,0 of 107 kPa.

a function of temperature and are typically used in metallurgy
to determine preferential oxidation in mixed metal systems
(such as alloys).”® The Ellingham diagrams for the reaction of
the three metal electrode materials with oxygen in the solid
state (Figure 1 (a)) show that the order of oxidation preference
at all temperatures is Ca, Al, and Ag. Moreover, from Figure

also decreases. Moreover, at a partial pressure of H,O of 107*
kPa (~1 ppm) the equilibrium temperature for CaO hydrolysis
is lowered to a value of 424 K (151 °C). This analysis reveals
1(b) we see that at a partial pressure of O, of 10~* kPa (~1 that not all of the oxidative processes that occur during
ppm) the equilibrium oxidation temperature for Ag,O is degradation of the PSC cathodes are irreversible. Thus, while
lowered from its value of 462 K (189 °C) under ambient ALO; and CaO readily form at all temperatures, Ag,0 will
conditions to 409 K (136 °C). The oxidation of these metal convert back to Ag at ~140—150 °C under conditions of low
electrodes can also occur through interaction with water.”” In relative O, concentration. Likewise, under dry conditions the
the case of Ca, this reaction is much more facile than the hydrolysis of Ca(OH), is reversed at similar temperatures. PSC

oxygen reaction and dominates the oxidation process under fabrication is typically conducted under an inert atmosphere
typical atmospheric conditions.2® (with O, and H,O concentrations kept below 1 ppm) with

In addition, CaO readily undergoes a further hydrolysis processing conditions (such as annealing) typically occurring at
reaction in the presence of water to produce Ca(OH), (eq 3), 140—150 °C. Consequently, these fabrication processes will not
whereas Ag,0O and AL, O; are generally chemically inert to just alter the morphology of the active layer but will also change
hydrolysis under ambient conditions. Work by Schaube et al. the oxidation state of the metal electrode. Moreover, it should
has shown that the equilibrium temperature for eq 3 can be be possible to reverse certain degradation (oxidation) processes
written as”’ under the correct conditions with particular materials.
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3. EXPERIMENTAL DETAILS

PSCs were prepared on cleaned ITO coated glass substrates with
PEDOT:PSS as base material for hole transport and P3HT:PCBM as
active layer. Prior to PEDOT:PSS deposition ITO substrates were
subjected to UV-ozone treatment for 15 min. A thin layer of
PEDOT:PSS was coated on ITO substrates by spin coating process at
4000 rpm for 90 s and dried at 140 °C for 30 min. The photoactive
layer of the P3HT:PCBM blend (1:0.8) was spin coated from its
chloroform solution (18 mg/mL) on the top of the PEDOT:PSS layer
in a glovebox at 2000 rpm for 60 s and heated at 50 °C for S min. The
samples were transferred to an evaporation chamber where cathode
materials viz. Ca, Al, and Ag were deposited by thermal evaporation.
This transportation resulted in an exposure of the samples to ambient
air. Two sets of devices were prepared in ITO/PEDOT:PSS/
P3HT:PCBM/Ca/Al and ITO/PEDOT:PSS/P3HT:PCBM/Ca/Ag
structures. For all the devices Ca was maintained at 20 nm, whereas
Al and Ag were deposited to 130 nm at ~2 X 107 mbar through
shadow masks defining the cell area of 5 mm? After preparation all of
the devices were subjected to thermal annealing at 140 °C for 5 min.
The schematic structure of the solar cells is shown in the inset of
Figure 3. The devices from each set were stored in dark in ambient
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Figure 3. (a) Dark (solid symbols) and illuminated (open symbols) J-
V characteristics of the fresh solar cells with Ca/Al and Ca/Ag
cathodes. Inset: Schematic representation of the studied solar cells. (b)
EQE graphs of the corresponding solar cells (solid and dashed lines)
along with the optical power, incident on the cells (dash dotted line)
for determination of EQE.

conditions (18 + 3 °C, S5 = 4% RH) without any protection or
encapsulation and tested under 1 sun illumination of a 150W solar
simulator with AM1.5G solar filter (Newport, USA). The experiments
were conducted on a total of six solar cells for each electrode
configuration. For subsequent analysis a subset of this data comprising
the 3 highest performing fresh devices was used to ensure a
conservative estimate of device recovery. Some of the devices from
each set were placed under continuous illumination (40 mW/cm?) of a
W-halogen lamp in ambient air, and the J-V characteristics were
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collected every hour using a Keithley 2400 Source-Meter unit. XPS
depth profiling analysis of the samples was performed using an
ESCALAB250Xi with an incident Ar ion beam energy of 3 keV.

4. RESULTS AND DISCUSSION

In order to investigate the role of reversible and irreversible
oxidation processes on PSC performance a series of devices
with Ca/Al and Ca/Ag cathodes were fabricated and
characterized: (i) as prepared (“fresh”), (ii) following exposure
to ambient conditions for an extended period of time
(“degraded”), and (iii) following heating a postdegraded device
to 140 °C for S min in an inert atmosphere (“regenerated”).
Figure 3 [parts (a) and (b), respectively] shows the dark and
illuminated J-V characteristics and external quantum efficiency
(EQE) for PSCs with Ca/Al and Ca/Ag cathodes. As expected,
both the architectures exhibited similar device characteristics.
Table 1 shows the photovoltaic parameters of fresh, degraded,

Table 1. Performance Characteristics for 1:0.8 P3HT:PCBM
PSCs with Ca/Al and Ca/Ag Cathodes in the Fresh,
Degraded, and Initially Regenerated States®

Jio (mA-em™) V. (V) FF 1 (%)
Ca/Al fresh 9.96 (0.40)  0.59 (0.00)  0.58 (0.01)  3.44 (0.45)
Ca/Al 0.08 (0.03) 057 (0.02) 029 (0.07)  0.05 (0.08)
degraded
Ca/Al 0.07 (0.02) 059 (0.00) 029 (0.05)  0.03 (0.04)
regenerated
Ca/Agfresh 933 (0.50) 0.8 (0.01) 057 (0.04)  3.08 (0.30)
Ca/Ag 0.02 (0.01) 006 (0.01) 023 (0.01)  0.00 (0.00)
degraded
Ca/Ag 372 (041) 040 (0.10) 026 (0.03) 044 (0.12)
regenerated

“Errors (shown in brackets) are calculated as the standard deviations
for a set of 6 devices.

and regenerated solar cells with Ca/Al and Ca/Ag cathodes.
PSCs containing a Ca/Ag electrode had a slightly lower EQE
compared to those with Ca/Al electrodes, consistent with the
difference in short circuit current density (J,.) between the two
devices (Table 1). Although both the device structures
exhibited the same series resistance (R,), devices with a Ca/
Ag cathode had a slightly lower shunt resistance (Ry,)
compared to those with a Ca/Al electrode, which corresponds
to the lower J, open circuit voltage (V,.), and fill factor (FF) of
the device with Ca/Ag electrode.”®

Figure 4 shows the variation in normalized photovoltaic
parameters of typical PSCs having Ca/Al and Ca/Ag cathodes
and stored in the dark between measurements. Both structures
exhibit an exponential decay in efficiency as a function of time.
Devices with Ca/Al and Ca/Ag electrodes degrade to half of
their initial efficiency in ~55 h and in ~42 h, respectively. For
both architectures, there is little or no change in V. and FF up
to SO h of degradation, and up to this time the decrease in
efficiency arises purely because of a reduction in J. The key
difference in performance between the two architectures is the
abrupt decrease in V,, which occurs after ~100 h of
degradation for only the Ca/Ag cathode. The fact that the
transition is only observed for the Ca/Ag cathode and not the
Ca/Al cathode suggests that the change is independent of the
Ca layer and arises from the presence of the Ag electrode.
Moreover, the observation of an abrupt transition in V,, that is
independent of the monotonic decrease in ] indicates that this
process is most likely associated with the creation of an
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ACS Applied Materials & Interfaces

Research Article

1.2
Py 4
g 1.0 E (a)
2 084 v
£ o064 T
£ i Hag
5 | mcan % ey
z gé ® CalAg 'Ei S
10] = '
g 087 i (b)
2 064 }r
E 04 -
2 0.24 = canAl I‘”ifi‘ln,_‘
004 ©Cara . S e
109 = &—B—ag—§-- ft ----- - I"'
g 0.8 (©)
>
5 :
2 77 mcam T
0.2 ® CalAg -
1.0
TESH Foox.
L 0.8 TI ;
£ 06 l
S 044
m Ca/Al
0.2 ® CaiAg
0.0 , : . . . :
0 50 100 150 200 250
Time (h)

Figure 4. Degradation in (a) normalized efficiency, (b) normalized J,,
(c) normalized V,, and (d) normalized FF, of the PSCs with Ca/Al
and Ca/Ag electrodes. The data and error bars are calculated from the
average and standard deviation values for the 3 highest efficiency fresh
devices presented in Table 1.

interfacial surface state. Ag forms a thin passwatm% conductive
native oxide layer that is only 1-3 nm thick,” and upon
oxidation its work function increases from 4.3 to 5.0 eV.*
Thus, given that the work function of the ITO/PEDOT:PSS
anode is around S eV, silver oxide’s increased work function
should lead to the formation of an interfacial surface state that
will tend to reduce the V,, of the device. Indeed, this hypothesis
is strongly supported by work by Kim et al. who report V,,
reversal upon silver electrode oxidation in P3HT:PCBM
devices.*® Therefore, the drop in V,, observed after ~100 h
of degradation is entirely consistent with the formation of a
partial silver oxide interfacial layer.

Devices with Ca/Al and Ca/Ag cathodes were also tested
under continuous illumination in ambient conditions, and the
degradation graphs are shown in Figure 5. Both architectures
exhibit first a rapid and then a slow linear degradation in
efficiency. Indeed, an initial rapid degradation in all of the
photovoltaic parameters was observed. The solar cell with Ca/
Ag electrodes degraded relatively faster compared to those with
Ca/Al electrodes, which is the same behavior as observed
previously for those stored in dark (Figure 4). Significantly, V,.
remained constant even after ~230 h of degradation for both
device architectures. The absence of an abrupt drop in V,, after
~100 h indicates that under constant illumination the
interfacial silver oxide layer does not occur within the time
scale of the experiment. We postulate that the increased device
temperature (~58 °C) that arises due to the continuous
illumination results in a reduced driving force for silver
oxidation in agreement with the Ellingham diagram for this
process (Figure 1). As such, these observations indicate that
heating to higher temperatures will retard silver cathode
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Figure S. Degradation in normalized efficiency and normalized V,, of
the solar cells with Ca/Al and Ca/Ag electrodes and tested under
continuous illumination of a W-halogen lamp at an irradiance of 40
mW/cm? The data and error bars are calculated from the average and
standard deviation values for the 3 highest efficiency fresh devices
presented in Table 1.

degradation or potentially even reverse the oxidation process
completely.

In order to test the reversibility of these oxidation processes,
fully degraded devices with Ca/Al and Ca/Ag cathodes were
subsequently heated at 140 °C for 5 min in an inert
atmosphere. Figure 6 (a) shows the degradation profiles of
efficiency (17) and V,, following repeated heating cycles in an
inert atmosphere for fully degraded solar cells with a Ca/Ag
cathode, which were stored in the dark between measurements.
Figure 6 (b) shows the corresponding profiles for ], and FF. It
is clear from Figure 6 that each heating cycle leads to a
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Figure 6. Effect of repeated heating cycles in an inert atmosphere on
fully degraded devices with Ca/Ag cathodes: (a) variation of 7 and V,
and (b) variation of J,. and FF. Dashed lines are drawn to guide the eye
to the trends in data. The data and error bars are calculated from the
average and standard deviation values for the 3 highest efficiency fresh
devices presented in Table 1.
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significant increase in V,, and J, resulting in a reproducible
recovery in # of 12—15% every regeneration cycle.

By comparison, Figure 7 shows the effect of heating cycles on
J. and V,. for degraded solar cells with Ca/Al cathodes.
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Figure 7. Effect of thermal annealing at different time intervals and
further degradation in ], and V,, of the solar cells with Ca/Al cathodes.
Dashed lines are drawn to guide the eye to the trends in data. The data
and error bars are calculated from the average and standard deviation
values for the 3 highest efficiency fresh devices presented in Table 1.

Interestingly, despite the fact that the solar cells with Ca/Al
cathodes were functionally fully degraded after 230 h of
exposure, V, retained the same value as the as-prepared
devices. However, after the first heating cycle, V,. degraded very
quickly and J, was further reduced. After the second heating
cycle the dark illuminated J-V characteristics started passing
through the second quadrant which resulted into negative V,,
and J,. and can be attributed to further degradation.’®

Figure 8 shows the EQE spectra of degraded devices with
Ca/Ag and Ca/Al electrodes before and after the first heating

Casal before annealing

301 CalAl after annealing

EQE (%)

Ca/Ag after annealing

CafAg before annealing

0 .
400

SEIJO ' BEIJO
Wavelength (nm)

Figure 8. Effect of thermal annealing on the EQE of the solar cells
with Ca/Al and Ca/Ag electrodes.

cycle. As expected, devices with Ca/Ag electrodes exhibited an
overall increase in EQE after the first heating cycle, whereas
those with Ca/Al electrodes exhibited reduction in EQE,
consistent with the observed variation in J,. Moreover, there is
no significant change to the shape of the EQE plots, both
before and after the heating cycle and for the different electrode
materials. This observation suggests that improved response
upon heating a degraded device does not arise from a change in
the crystallinity of the P3HT material or from a change in the
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relative contribution from the two components in the active
layer, both of which would change the shape of the EQE
plots.**

In order to determine the threshold temperature for the
recovery process, degraded Ca/Ag devices were subject to a
series of heating cycles at different temperatures. Figure 9
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Figure 9. Effect of annealing temperature on J, and V, of the
regenerated solar cells with Ca/Ag electrodes. Inset: The correspond-
ing effect of annealing temperature on efficiency of the same devices.
Dashed lines are drawn to guide the eye to the trends in data. The data
and error bars are calculated from the average and standard deviation
values for 3 devices.

shows that J, and V, increase gradually with heating
temperature, and since there is no significant effect on FF
(not shown), 5 also increases systematically. Importantly, V.
was observed to approach an asymptote at higher annealing
temperatures, and this limiting V. value was less than that of
the as-prepared devices.

To further probe the regeneration of solar cells with Ca/Ag
electrodes we analyzed their dark and illuminated J-V
characteristics before and after each heating cycle (Figure
10). It can be seen that for the devices measured after each
heating cycle, the illuminated J-V characteristics intersect their
corresponding dark J-V characteristics at a common voltage
(0.56 V), whereas the characteristics measured before each
heating cycle did not exhibit a common intersection point. The
intersection point of the dark and illuminated J-V characteristics
is related to the built-in voltage (V,;) of the devices, and thus
the common intersection point indicates that the device
recovers to the same V) after every heating cycle.**** Since
V4 is determined mainly by the interfacial properties at the
electrodes® and that the recovery is only observed for the
Ca/Ag electrode devices, these results suggest that the device
recovery is driven primarily by changes at the Ca/Ag electrode
interface.

In order to probe the changes occurring at the Ca/Ag
electrode interfaces, a detailed XPS depth profiling analysis of
fresh, degraded, and regenerated solar cells was conducted. The
composition as a function of depth was tracked by measuring
the change in the area of the elemental XPS peak relevant to
the component of interest. Thus, the silver and calcium layers
are directly identified by measuring the silver and calcium 2p
peaks, the active layer is identified from the carbon 1s peak, and
the anode is tracked by looking at the indium 3ds,, peak. In
addition, by monitoring the sulfur 2p signal and the
carbon:sulfur (C:S) ratio, it is possible to monitor both the

dx.doi.org/10.1021/am500637n | ACS Appl. Mater. Interfaces 2014, 6, 52815289
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Figure 10. (a) Dark (solid) and illuminated (open) J-V characteristics
of a typical solar cell with Ca/Ag electrodes before each heating cycle.
(b) Dark (solid) and illuminated (open) J-V characteristics of solar cell
with Ca/Ag electrodes after each heating cycle (140 °C for S min).
The samples were stored in the dark between measurements.

relative P3HT:PCBM concentration and to differentiate
between the active and PEDOT:PSS layers.””*® Figure 11
shows the XPS elemental depth profile analysis of (a) fresh, (b)
degraded, and (c) regenerated solar cells with Ca/Ag cathodes.
For all three devices, the carbon concentration is higher at the
cathode suggesting that PCBM has segregated to the top
electrode, consistent with previous studies.®” This observation
provides further confirmation that changes in the active layer
are not the primary cause for the observed changes in device
performance upon degradation and regeneration.

At the anode interface, the In 3d;,, O 1s, and Si 2p peaks all
broaden after the regeneration process indicating that the
anode interface becomes less distinct. However, we observe
that an O 1s peak is also located at the cathode interface
coincident with the position of the Ca 1s peak. Moreover, it is
apparent that this O s peak increases upon degradation and
again (to a lesser extent) upon regeneration consistent with
oxidative degradation of the cathode.

Previous work has shown that Ca deposition onto P3HT
layers results in the formation of CaS islands at the Ca/P3HT
interface as evidenced by the presence of a low energy (~161.7
eV) sulfide component to the S 2p spectrum.*® Figure 12 shows
the S 2p spectrum at the peak of the calcium interface signal in
the depth profile (Figure 11) for the fresh, degraded, and
regenerated devices. While the count rates for all three samples
are low (since the Ca interfacial region is only 20 nm thick) the
signal:noise ratio is sufficient to draw reasonable conclusions
from the peak fitting. All three plots clearly show the presence
of two sulfur species, with the lower and higher energy fitted
peaks corresponding to the sulfide and P3HT components,
respectively, indicating that CaS is indeed present at the

5286

(a)
<
o
o
=
Qo -
S -
) / \
g .
o '
£
=
=
=
PY
(=]
ki
=
aQ
o
@
o
2
S
=
100 -
(c)
= a0
Py
£ &0+ —Cls
s — a2
8 — N3
T 40 4 01s
[+ %
b —32p
= Sizp /
s 0
T ] /
I Nt N
0 _ylw—-" e —
0 s00 1000 1500 2000 2500

Etch time (=)

Figure 11. Elemental XPS depth profiles of (a) fresh, (b) degraded,
and (c) regenerated PSCs with a Ca/Ag cathode.

interface. Upon degradation and subsequent regeneration we
observe a decrease in the sulfur signal (consistent with the
depth profiles) and, more importantly, a change in ratio of the
two peaks with the sulfide contribution systematically
decreasing. This observation is consistent with the systematic
loss of CaS, which can be explained by the initial formation of
mixed hydroxythiol species and subsequent loss of H,S to form
Ca(OH),:*!

CaS + H,0 — Ca(SH)(OH) + H,O

— Ca(OH), + H,S (9)

To further probe the speciation of oxidation products at the
cathode interface, the O:Ca ratios are plotted in Figure 13. The
data for the fresh device shows an effectively constant O:Ca
ratio across the interface region with a ratio value of ~0.5. This
value is consistent with the presence of a mixed layer containing
Ca, CaO, and CaS, where the oxidized species makes up about
50% of the total Ca content. Upon degradation, the O:Ca ratio
systematically increases to a value of 1.3—1.6 across the
interface region. The observation of an O:Ca ratio greater than
1 necessarily implies the further oxidation of Ca to form a
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Figure 12. Elemental S 2p XPS spectra at the peak of the Ca interface signal in the depth profiles of (a) fresh, (b) degraded, and (c) regenerated
PSCs with a Ca/Ag cathode. The S 2p peaks are fitted with a spin orbit splitting of 1.2 eV, and the error bars are calculated from the standard
deviation of the differences between the experimental and fitted data across all of the energies of the S 2p spectra.
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Figure 13. O 1s:Ca 2p XPS ratios in the cathode/active layer interface
region for fresh (blue triangles), degraded (red squares), and
regenerated (green circles) PSCs with a Ca/Ag cathode. The region
marked Ag denotes the bulk silver region with the dashed line
denoting the Ag/Ca interface defined by the 80% Ag concentration
level. The region marked C denotes the bulk carbon region with the
dashed line denoting the Ca/active layer interface defined by the 80%
C concentration level.

mixed oxide layer, which must now contain Ca(OH),. Upon
regeneration, the O:Ca ratio is systemically reduced across the
interface region, falling to a value of 1.0—1.5, which is
consistent with the thermal dehydration of Ca(OH), to CaO.

5. MODEL FOR CATHODE DEGRADATION IN
POLYMER SOLAR CELLS

In light of these measurements, it is now possible to develop an
overall model for the oxidative processes at Ca/Ag and Ca/Al
cathodes. Initially, vacuum deposition of Ca onto the
P3HT:PCBM active layer results in the formation of a Ca
layer overlying CaS$ islands at the Ca/active layer interface (see
Figure 14). Vacuum deposition of a Ag layer on top of the Ca
acts as a barrier to oxygen and water, while the Ca layer
prevents the formation of AgS. Even for the “fresh” sample,
oxygen and water diffusion occurs (either upon exposure to
ambient air or from entrapped water), and partial oxidation of
the remaining calcium electrode occurs.

Upon degradation in a moist air atmosphere (moderate RH),
oxygen and water diffusion continues, and the calcium layer is
fully converted to oxide and then to a mixed oxide/hydroxide
layer. As the Ca becomes fully oxidized (with more complete
conversion to Ca(OH),), then oxidation of the Ag (or Al)
electrode occurs. The native Ag oxide is thin (1—2 nm) due to
self-passivation of the oxide growth, and a complete layer is not
obtained since electronic inversion of the device function is not
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Figure 14. Schematic diagram illustrating the thermodynamic reaction
processes that occur upon during the vacuum deposition of a Ca/Ag to
form a “fresh” polymer solar cell and during subsequent degradation
under ambient conditions and regeneration in an inert atmosphere
glovebox at 140 °C.

observed. The Al forms a thicker oxide which also acts to
passivate the cathode surface.”® In addition, the gradual
conversion of CaS into CaO and subsequently to Ca(OH),
via the formation of mixed hydroxythiol species (Ca(SH)-
(OH)) takes place. Finally, upon regeneration at 140 °C in the
glovebox, there are two thermodynamic processes that occur.
First, the silver oxide starts to convert back to Ag, as evidenced
by the recovery of V,. Second, under a nitrogen atmosphere,
the CaO/Ca(OH), equilibrium temperature is lowered to
~150 °C, and thus the equilibrium is shifted to favor the
dehydration of Ca(OH),. In the case of the Ca/Al cathode,
however, the aluminum oxidation is irreversible, and hence no
recovery of device performance is possible.

6. CONCLUSION

A comparative study of the degradation of PSCs with two
different cathodes (Ca/Al and Ca/Ag) is reported. A significant
source of degradation in these devices lies in the oxidation of
the metal cathode. The thermodynamics of these oxidation
processes is complex and governed by a number of irreversible
and reversible reactions. In line with predictions based on the
known chemical thermodynamics of the cathode materials, we
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show that degraded PSCs with the two different cathodes
behave very differently when subjected to thermal annealing
under inert atmosphere. In particular, PSCs based on a Ca/Ag
cathode exhibited considerable device recovery, whereas those
with a Ca/Al cathode deteriorated further. The regeneration of
the Ca/Ag PSCs arises primarily due to the reduction of Ag,O
back to Ag. However, in the case of the Ca/Al cathode,
degradation and regeneration both result in irreversible
oxidation of the Al electrode to produce a layer of insulating
Al O3, which inhibits the extraction of charge carriers and the
performance deteriorates. Here we demonstrate that a ~15%
recovery in device efficiency is possible through a simple
thermal treatment of a Ca/Ag cathode. Since there are other
degradation processes occurring (such as the anode degrada-
tion identified in this paper), we can conclude that a minimum
of 15% of the total degradation originates from oxidation of the
cathode.
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