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Abstract: This paper describes the synthesis and characterization of core-shell structures, based on SnO, and
TiO,, for use in dye-sensitized solar cells (DSC). Atomic layer deposition is employed to control and vary the
thickness of the TiO, shell. Increasing the TiO, shell thickness to 2 nm improved the device performance of
liquid electrolyte-based DSC from 0.7 % to 3.5%. The increase in efficiency originates from a higher open-circuit
potential and a higher short-circuit current, as well as from an improvement in the electron lifetime. SnO,-
TiO, core-shell DSC devices retain their photovoltage in darkness for longer than 500 seconds, demonstrating
that the electrons are contained in the core material. Finally core-shell structures were used for solid-state
DSC applications using the hole transporting material 2,2°,7,7’,-tetrakis(N,N-di-p-methoxyphenyl-amine)-
9,9’,-spirofluorene. Similar improvements in device performance were obtained for solid-state DSC devices.
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1. Introduction

Dye-sensitized photoelectrochemical
solar cells (DSC) based on high surface
area titanium dioxide have attracted exten-
sive academic and commercial research.!]
Most research has been devoted to the syn-
thesis of new sensitizer molecules and to
the photovoltaic characterization of titani-
um dioxide (TiO,) based DSC devices.>!
Less attention has been given other
classes of metal oxide semiconductors
such as ZnO,!%8! tin dioxide (SnO,)P10!
and Nb,O11121 which all have, so far,
given less efficiency than DSC based on
a mesoporous network of TiO,, which
currently reaches efficiencies of 12%.[13]
During operation of a DSC electrons are
injected from a photo-excited dye into the
metal oxide nanoparticle, from where they
move through the mesoporous network by
diffusion to the electron collecting contact.
A redox mediator which diffuses to the
counterelectrode where it is again reduced
reduces the oxidized sensitizer. The meso-
porous metal oxide electrode provides a
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large internal surface area on which the
sensitizer dye can adsorb. It also provides,
however, a large surface area at which elec-
trons can recombine with oxidized sensi-
tizer dye molecules or oxidized species
in the electrolyte thus lowering the pho-
tocurrent of the solar cell. While the elec-
tron diffusion length, which is the average
displacement length for an electron with
a certain lifetime, in the TiO2 and iodide/
triiodide (I7/1;) system, is usually longer
than the TiO, electrode thickness it might
not be the case for other redox mediators
or for solid-state DSC.[14-17]1 Thus, to limit
the recombination current in DSC is one of
the principal targets for increased device
efficiency. Two main routes have been
employed to decrease the recombination
rate between electrons and holes, either by
physically blocking the interface where the
recombination occurs or by separating the
charges in space using an energy gradient
to draw charge away from the recombina-
tion interface.

The distinctions between the two meth-
ods are in the ways charges are conveyed
through the material. In the first approach
electrons must tunnel through the barrier
while the second approach relies on elec-
trons being conducted through the barrier.
Examples of the first approach includes the
synthesis of sensitizer dye molecules with
blocking properties such as adding long
alkoxy chains on the dye structure.[!8-20]
Another example is to apply an insulating
material between the working electrode
and the sensitizer dye molecule. This core-
shell method has been successfully applied
on TiOz,[mZ] SnOz,[23*25] and ZnOI26.27] ys-

ing various materials such as MgO, ZrO,,
SiO, and Al,O,. Additives have also been
used to suppress recombination in DSC
either by chemisorbed species such as dif-
ferent phosphonic acids(?3291 or by phy-
sisorbed species such as the commonly
used 4-tert-butyl pyridine3® or chenode-
oxycholic acid.3!l The application of a
barrier layer often results in various penal-
ties in the operation of the solar cell, such
as reducing the photo-excited injection
yield even when using very thin insulating
metal oxide coatings.[2632] Additives may
displace sensitizing dye molecules with
lower photocurrent as a result and might
therefore not be a viable route for increas-
ing DSC device performance.33! One early
example of introducing an energy gradient
into the electron conducting material was
realized by mixing SnO, and ZnO patrticles
together, resulting in DSC devices with
significantly higher photocurrents com-
pared to the solar cells made from the pure
material.[34 This procedure resulted in an
ultrathin ZnO coating on the SnO, par-
ticles. Other authors have also published
DSC core-shell structures using SnO, in
conjunction with conductive metal oxide
coatings.[23:35.36] Combining the two meth-
ods, using both a conductive and an insulat-
ing material coated on SnO, particles, has
shown remarkable results in a solid-state
DSC based on the hole transporting mate-
rial 2,2°,7,7 -tetrakis(N,N-di-p-methoxy-
phenyl-amine)-9,9’,-spirofluorene (spiro-
OMeTAD).371 The popularity of using the
SnO, particle as an electron transporting
material for DSC stems from the higher
electron bulk mobility seen in crystalline
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SnO, (~100-200 cm* V s3] compared
to crystalline TiO, (~0.1 cm*V s7').13% The
relevance of these values are questionable
for DSC application where electrons have
to travel over um thicknesses of intercon-
nected nanoparticles and where it is com-
mon to see slower transport in SnO, than
for TiO,.[40 Most of the deposition meth-
ods for creating these core-shell structures
in DSC are very simple, either by mixing
the colloid with a solution of the dissolved
metal ion(23] or by a dip coating technique
where the sintered mesoporous working
electrode is submersed in a solution of the
coating metal ion.[37#11 These rather coarse
deposition methods might yield non-uni-
form coatings with pin-holes or with areas
not coated at all.

Atomic layer deposition (ALD) is a
powerful technique for depositing confor-
mal coatings on high aspect ratio materials
such as mesoporous metal oxide films.[42!
We have employed the ALD technique to
coat mesoporous SnO, films with layers
of TiO, for application in both liquid and
solid-state electrolyte DSC. The aim of this
paper is to present a solar cell which uses
a core material as an electron sink while
it also transports charges to the collecting
electrode. The shell material should act
like a barrier for electron recombination
from the core but still allow electron injec-
tion from the photo-excited dye. As sensi-
tizer we use the dye D35 which has proven
to work efficiently in both the liquid and
solid-state system.[*3] To the best of our
knowledge this is the first time a structure
made by the ALD technique using a SnO,-
TiO, core-shell has been presented.

2. Material and Methods

2.1 Preparation of SnO,
Nanoparticles and Printing Paste
Rod-like SnO, particles (8 X 20 nm)
were prepared through a basic synthetic
route. Sn(1v)Cl,SH,0 was dissolved in
2-propanol and added dropwise under
stirring to a saturated NaOH solution in
2-propanol. A precipitate was formed and
the sol was refluxed for 8 h, followed by a
thermal autoclaving step for 12 h at 220 °C
(380 psi). The resulting colloidal suspen-
sion was washed 3 times by precipitating
the colloids by centrifugation, decanting
the supernatant and re-dispersing the solid
in ethanol. This step was done to remove
chloride salts. The ethanol was exchanged
to o-terpineol solvent and ethyl cellulose
was added as a binder to the final paste.

2.2 Solar Cell Preparation
Dye-sensitized solar cells were pre-
pared on fluorine-doped tin oxide glass
substrates (Pilkington-TEC15) which had
been cleaned in an ultra-sonic bath with

detergents, acetone and ethanol. For the
solid-state DSC a 30 nm metallic tin layer
was evaporated through resistive heating
of a tungsten boat filled with tin metal
under reduced pressure (10° mbar). The
metallic film was heated to 450 °C (for
45 min) to oxidize the metal to form SnO,
under layers. The mesoporous SnO, work-
ing electrode was deposited by multiple
doctor-blading steps for the liquid elec-
trolyte DSC and by a single spin-coating
step for the solid-state DSC, followed by
a 45 min, 450 °C, sintering step (with a
ramping time of 30 min from room tem-
perature). The working electrode thickness
was measured using a profilometer. The
finished mesoporous SnO, working elec-
trodes were coated with TiO, by an ALD
technique as described in the separate sec-
tion below. After this step the SnO,-TiO,
core-shell working electrodes were stored
and re-conditioned by sintering before use.
The dye bath solution contained 0.2 mM
D35 dissolved in ethanol and each dye
bath was only used once.[*3] The work-
ing electrodes were submersed warm into
the dye bath and kept for 12 h before tak-
en up and rinsed with ethanol to remove
non-chemically attached dye molecules.
The assembly of the liquid electrolyte
DSC continued by melting the platinized
counter electrode together with the dyed
working electrode using a thermoplastic
foil (Surlyn, DuPont). The electrolyte was
introduced into the liquid electrolyte solar
through holes drilled in the counter elec-
trode which were subsequently sealed with
a new layer of glass and Surlyn. The elec-
trolyte composition was as followed: 0.03
M I, 0.6 M 1-hexyl-3-methylimidazol
iodide, 0.1 M guanidinium thiocyanate
and 0.5 M 4-tert.-butylpyridine (t-BP) in
a 50:50 solution of acetonitrile and valero-
nitrile. The hole transporting material for
the solid-state DSC was prepared by dis-
solving  2,2°,7,7’,-tetrakis(N,N-di-p-me-
thoxyphenyl-amine)-9,9’,-spirofluorene
in chlorobenzene and then adding t-BP
also dissolved in chlorobenzene. A solu-
tion of Li[(CF,SO,),N] in acetonitrile was
added to the spiro-OMeTAD/tBP mixture,
yielding a final solution containing 0.12 M
spiro-OMeTAD, 0.06 M tBP and 0.015 M
Li-salt in a 95:5 solvent mixture of chloro-
benzene and acetonitrile. The hole trans-
porting mixture was applied to the dyed
working electrode by spin-coating at 2000
rpm for 30 seconds. The solid-state DSC
was completed by thermally evaporation
of a 100 nm thick silver contact on top of
the over-standing spiro-OMeTAD layer.

2.3 Preparing Working Electrodes
with Atomic Layer Deposition

TiO, coatings were prepared in a
flow-type atomic layer deposition reactor
(Picosun R150). The films were prepared

at 2.5 hPa pressure with nitrogen used as
carrier and purging gas. TiCl, and H,0
were used respectively as Ti and O precur-
sors. Experiments were carried out with a
TiCl, pulse length of 2 s and H,O pulse
of 5 s. Increasing the TiCl, dosing time to
5 s resulted in peeling of the SnO, elec-
trodes after 40 treatment cycles and was
attributed to the effect of TiCl,. Due to the
highly porous surfaces of the SnO, elec-
trodes, relatively long purge periods of 25
s were used. The electrodes of SnO, were
kept at 300 °C during deposition of TiO,.

2.4 Solar Cell Measurements

The current—voltage characteristics of
both the liquid electrolyte and solid-state
DSC devices were measured using a 300
W solar simulator (Newport 91160), cali-
brated to 1000 W m~ with an irradiance
comparable with the 1.5 AM Global spec-
tral distribution. The calibration value was
assured by using a certified IR-filtered Si
solar cell (Fraunhofer ISE). The current
density—voltage data was recorded on a
computer-controlled digital sourcemeter
(Keithley, Model 2400). The active area
of the device was 0.25 cm? for the liquid
electrolyte DSC and 0.2 cm? for the solid-
state DSC. The DSC devices were masked
to an aperture area of 0.36 cm? and 0.3 cm?,
respectively. Incident-photon-to-current-
conversion-efficiency (IPCE) measure-
ments were carried out by reading the
difference in photo-current when a mono-
chromatic light was superimposed with a
frequency of 10 Hz on top of a white LED
light with an intensity of approximately
1000 W m,

2.5 Electron Lifetime, Charge
Extraction and Voc Decay
Measurements

The electron lifetime was measured on
complete liquid electrolyte DSC devices by
applying a small square-wave light modu-
lation on top of a background white light
LED. By measuring the transient change in
the open-circuit potential of the solar cell
with the light modulation it is possible to
obtain the electron lifetime of the device.
Charge extraction measurements were
performed in the following way: the solar
cell was illuminated for 5 s at open-circuit
conditions at ~1000 W m=. At the same
time as the light source is turned off the
external circuit is short-circuited and the
current density is read out and integrated
over time. The integrated charge density is
proportional to the initial V. value of the
device. The V. decay measurement is per-
formed in a similar way to the electron life-
time measurement but instead of using a
small square-wave modulation the V. de-
cay technique uses an on-off light source.
The solar cell is kept under 1000 W m
illumination and at open-circuit conditions
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for 10 s. The light is then turned off and
the V.. is measured as a function of time.

2.6 Material Characterization

Samples for powder X-ray diffraction
(XRD) were prepared by sintering a part
of the colloidal SnO, paste, at 450 °C for
45 min, and grinding the resulting solid
to a fine powder in a solution of ethanol.
The suspension was spread on a glass sub-
strate and left to dry. The diffractogram
was recorded using CuKo radiation from
a Siemens D5000 (2-®) diffractometer.
Samples for the transmission electron mi-
croscopy (TEM) were prepared by remov-
ing the solid film of the working electrode,
both with and without ALD treatment,
from the substrate. The solid samples were
dispersed in ethanol and ground in a mor-
tar before they were dropped on the TEM
grid. The TEM pictures were taken on a
FEI Titan 300 transmission electron mi-
croscope (300 keV). Beam damage could
be observed for the core-shell particles and
care was taken to avoid it and not to ana-
lyze any pictures containing traces of beam
damage.

The photoelectron spectroscopy (PES)
measurements at high kinetic energy were
performed using hard X-ray synchrotron
light at the high kinetic energy electron
spectroscopy (HIKE or HAXPES) end sta-
tion on the beamline KMC-1 at BESSY in
Berlin.[*4l The different peaks were mea-
sured using photon energy of 2010 eV
leading to a kinetic energy for O /s, Sn 3d
and Ti 2p around 1500 eV. To estimate the
TiO, thickness the peak intensities for Ti
2p and Sn 3d were first compared to assess
how much in relative numbers the thick-
ness of the TiO, layer were increased with
increased number of ALD cycles. A con-
stant amount of oxygen in both the SnO,
and TiO, phase was assumed to normalize
the photon flux and based on this assump-
tion the intensities (areas) of the Sn 3d rela-
tive to the O Is peaks was used to calculate
the TiO, coating thickness (see below).

3. Results and Discussion

The prepared SnO, paste was calcined at
450 °C and ground to a powder, which was
used to determine the crystal structure by
means of powder X-ray diffraction (XRD).
The diffraction peaks corresponded to the
tetragonal rutile structure of SnO,, the cas-
serite structure (Fig. 1). The XRD of the
thickest TiO, coated sample did not show
any additional diffraction peaks, indicat-
ing an amorphous TiO, shell. The size and
dimension of both the pure SnO, and the
coated SnO, particle were determined by
transmission electron microscopy (TEM).
Fig. 2a shows the typical elongated shape
of the pure SnO, particle, a shape which
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(211)
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Intensity / a.u.
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Fig. 1. The XRD pattern recorded for SnO, col-
loidal paste which has been sintered at 450 °C.
The diffractogram peak corresponds to the te-

tragonal rutile structure of SnO, very similar to

that presented in JCPDS 21-1250. The * corre-
spond to (112) at 57.5° and (321) at 78°.

cycles it is more relevant to report the aver-
age particle width as a function of the num-
ber of TiO, ALD cycles, as seen in Fig. 3.
The average width of pure SnO, particles
was determined to be 8.3 & 1.4 nm with the
median particle width slightly lower (7.9
nm). The standard deviation was increas-
ing with number of ALD cycles mainly be-
cause some few SnO, particles seemed to
be only partly covered with TiO,. A partial
TiO, coating is expected as a consequence
of the particle to particle necking, leaving
some SnO, surface area not exposed to the
ALD treatment.

A linear fit to the data in Fig. 3 yields a
slope of 0.1 nm per ALD cycle which is be-
low one atomic monolayer per ALD cycle, a
common observation for ALD coatings.[48]
The ALD growth rate of TiO, from titani-

Fig. 2. Transmission
electron microscope
(TEM) picture depict-
ing a typical pure
8n0, particle, pre-
pared as described in
the experimental sec-
tion (left). A SnO, par-
ticle coated through
40 ALD cycles with

has previously been described to have its
(110) rutile plane along the length of the

particle.!#346 Films of these SnO, particles
were coated with TiO, using the ALD tech-
nique as described below.

Samples were treated with 10, 20, 30 or
40 ALD cycles. Increasing the TiO, coat-
ing to more than 40 cycles resulted in SnO,
films where the active areas started to peel
off from the transparent conductive metal
oxide (TCO) substrate. The reason for this
was not further investigated, but it is be-
lieved to be due to the acidic properties of
the ALD precursor, titanium tetrachloride
(TiCl,). Fig. 2b shows a typical SnO, par-
ticle which has been coated with 40 cycles
of TiO, ALD treatment. It is possible to
discern an outer, lighter grey shell on top of
the darker core of the particle. The gradient
between light and dark grey in each indi-
vidual TEM picture corresponds to the gra-
dient of electron transmission through the
sample. The heavier material SnO, (6.85 g
cm™) would be expected to have a darker
grey color compared to the lighter material
TiO, (4.23 g cm™), yielding a TEM picture
with a dark core and a lighter shell around
it.4”1 The width of the SnO, core in Fig. 2b
is approximately 9 nm, slightly larger than
the average width, while the total width of
the particle is approximately 12 nm, yield-
ing a total TiO, shell thickness of 3 nm.
Due to the size distribution of the SnO,
particles and the difficulty to determine the
TiO, shell thickness for the different ALD

TiO, (right).

Particle width / nm
=)
—a—
——
——
—

ALD cycles / number

Fig. 3. Dependence of the average width of the
particle (the width of the SnO, core plus the
thickness of the TiO, shell) with the numbers of
ALD cycles. The thickness was estimated with
a resolution of 0.5 nm and the average width
and the standard deviation (error bar) were
determined from more than 40 particles per
ALD cycle.

um isopropoxide and temperature between
150-250 °C with water as an oxygen source
has previously been reported to be in the
range of 0.05-0.15 nm per ALD cycle, very
similar to the results presented here.!8!
To investigate the elemental composition
of the core-shell structure photoelectron
spectroscopy (PES) was employed. PES
is a surface sensitive technique well suited
for quantitative determination of different
elements. Fig. 4 (top) shows how the signal
ratio between the normalized integrated ar-
eas of the Sn 3d peak over the O Is peak
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Fig. 4. The dampening of the Sn 3d signal from
the core-shell structure as determined by PES
with changes in the number of ALD cycles
(top). The thickness of the TiO, coating is esti-
mated from the attenuation of the Sn 3d PES
signal (bottom).

changes when increasing the numbers of
TiO, ALD cycles coated on the SnO, par-
ticles. As expected, the titanium signal
increases with increasing number of ALD
cycles, indicating a thicker TiO, coating
with increased number of ALD cycles,
consistent with the findings from the TEM
study above.

Using the PES intensities it is possible
to estimate the coating thickness of the dif-
ferent TiO, layers from the attenuation of
the Sn 3d signal. The inelastic mean free
path is a measure of the probability for in-
elastic scattering and is material and kinet-
ic energy dependent.l*9! The lower y-axis
of Fig. 4 shows the estimated TiO, coating
thickness according to the equation of the
inelastic mean free path of a photoelectron
(Eqn. (1))

L (’—a’)

6]

where I is the Sn signal intensity of pure
SnO, and I is the Sn signal intensity of
the sample under evaluation. A is the value
of the inelastic mean free path (IMFP)
and is chosen to be 2.2 nm taken from
literature at 1500 eV kinetic energy.[0
When comparing the estimation of the TiO,
thickness from the PES measurement with
the average particle width of Fig. 3 it is
important to note that TEM measurements
represent the diameter of the particle while

Table 1. Solar cell parameters for SnO,-TiO, core-shell DSC built with different coating thickness

of TiO,.
Name® Voo [mV] Jo. [mA cm?]  Fill factor [%]  Efficiency [%]
SnO, 335 6.1 36 0.73
SnO, + 10c 625 6.7 49 2.07
SnO, + 20c 660 6.9 54 2.48
SnO, + 30c 690 8.3 52 2.97
SnO, + 40c 710 8.9 55 3.47

aActive area of the devices was 0.25 cm? and all measurements were done at 1000 W m=.

Number of TiO, ALD cycles (c) is indicated.

1107 4

8107 o a b

Current density / A cm’®

Veltage /| V

Fig. 5. J-V curves of SnO,-TiO, core-shell liquid
electrolyte DSC with D35 as sensitizer. Pure
8n0, electrode (black square), SnO, + 10 cycle
TiO, (dark grey circle), SnO, + 20 cycle TiO,
(grey star), SnO, + 30 cycle TiO, (light grey pyr-
amid) and SnO, + 40 cycle TiO, (light grey dia-
mond). All samples were illuminated by 1000 W
m~2 with AM1.5G spectral distribution.

XPS values only correspond to the coat-
ing thickness. For the 40 cycles TiO, ALD
coating, TEM suggests a coating thickness
around 2 nm while the estimation obtained
from XPS measurements imply a coating
thickness of 2.4 nm. The working electrode
for liquid electrolyte DSC was prepared
by doctor-blading with thickness of ~10
um. After coating the substrates with TiO,
through the ALD technique the working
electrodes were assembled into solar cell
devices. For a more complete description
of the solar cell preparation please refer to
the experimental section. Fig. 5 shows the
current density—voltage characteristics of
the liquid electrolyte DSC based on SnO,
particles coated with TiO,. It is apparent
that all solar cell parameters are influenced
when changing the TiO, coating thickness
on the SnO, particle. Table 1 shows the
complete comparison, in solar cell device
parameters, between the different core-
shell thicknesses. There is a significant in-
crease in solar energy conversion efficien-
cy from 0.7% for the pure SnO, particles to
3.5% for the core-shell structure prepared
with 40 cycles of TiO, ALD treatment. The
increase in performance with increasing
thickness is due to a higher short-circuit
current density (J..) and a higher fill factor
(FF) but also due to a higher open-circuit
potential (V) of the device.

These values should be compared to
previous work where the TiO, coating
was deposited using techniques other than
ALD. Kay and Griitzel treated a SnO, col-
loid with a TiCl, solution to form an ul-
trathin TiO2 shell, which reached a solar
cell efficiency of 3.9% in combination with
the sensitizing dye N719.1231 Qian et al.
prepared multilayer hollow SnO, micro-
spheres using wet chemical methods that
reached efficiencies of 5.65% with N716
after aqueous TiCl, treatment.33 The ex-
tinction coefficient for D35 is 31.3-10°
M- cm™ at the absorption maximum, 500
nm.[*3] The high extinction coefficient of
the dye together with the thickness of the
electrode assured that almost all photons,
with energy close to that of the absorption
maximum of the dye, are absorbed by the
dye. Fig. 6 shows the incident-photon-
to-current conversion efficiency (IPCE)
of the DSC devices made with different
thicknesses of TiO, coating. The trend in
photo-current seen in Table 1 is well re-
flected in the improvement of IPCE with
the number of ALD cycles. The highest
IPCE value for pure SnO, particles is 45%
at 450 nm, a value which increases to over
60% for SnO, particles with 40 cycles of
TiO, ALD treatment. The increase in IPCE
when applying a TiO, coating on the SnO,
particle can be attributed to either better
light harvesting efficiency, higher charge
collection efficiency, higher electron injec-

704

60

IPCE /%

G(I)O

550
Wavelength / nm

460 450 560

Fig. 6. IPCE of DSC devices made with the
sensitizer dye D35. Pure SnO, electrode (black
square), SnO, + 10 cycles TiO, (dark grey
circle), SnO, + 20 cycles TiO, (grey star), SnO,
+ 30 cycles TiO, (light grey pyramid) and SnO,
+ 40 cycles TiO, (light grey diamond).
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tion efficiency or to a slower back-reaction
of metal oxide electrons with oxidized dye
molecules.

The light harvesting efficiency of D35
on SnQ, particle is already very high, espe-
cially around 450-500 nm, with little room
for improvement when adding TiO, shells.
In the absence of ultra-fast spectroscopic
evidence it is hard to draw any conclusions
about the difference in electron injection
dynamic of D35 on pure SnO, particles
compared to SnO,-TiO, core-shell struc-
tures. Comparative studies of electron in-
jection rates for organic sensitizing mol-
ecules between different metal oxides are
scarce, but the same comparison for ru-
thenium complexes exists. The ruthenium
complex, Z907, has for example a slower
electron injection rate from the dye to SnO,
than to TiO,.[01 The rate of electron injec-
tion depends not only on the driving force
for injection but also on the electronic
coupling between the semiconductor and
dye, the amount of acceptor states in the
semiconductor, dye loading and the bind-
ing mode of the dye.5!:521 Many of the
parameters influencing the electron in-
jection yield are dependent on the direct
interface between the semiconductor and
the dye. The increase in photocurrent seen
in Fig. 6 might be a gradual effect from
modifying the pure SnO, particle, with a
relatively slow electron injection rate, to
a TiO, surface having a good electronic
coupling between the semiconductor and
dye giving good injection yields. It is pos-
sible that an increase in charge collection
efficiency also plays a role in the improve-
ment in photo-current seen in Fig. 6. The
electron lifetime is measured under differ-
ent light intensities yielding different V.
AtV the quasi-Fermi level (QFL) is con-
stant throughout the metal oxide film and
the charge density in the film is high.[3
At short-circuit the QFL is generally lower
and shows a gradient and thus the charge
density is lower compared to open-circuit
conditions. By measuring the amount of
charges present in each device at differ-
ent light intensity and at both short-circuit
and open-circuit conditions it is possible
to relate the electron lifetime and the elec-
tron transport time to the amount of stored
charges in the metal oxide film. Fig. 7
shows the electron lifetime and electron
transport time and how they depend on the
amount of charges stored in the DSC de-
vice. The apparent electron diffusion coef-
ficient can be estimated from Eqn. (2):

L, =+(z,D,) )

where L, is the apparent electron diffusion
length, T, the electron lifetime and D, the
electron diffusion coefficient. The electron

diffusion coefficient for the ALD-coated

3 W
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Fig. 7. Electron lifetime of DSC versus extracted charge when switching the device from open-
circuit potential to short-circuit (a, left) and the electron diffusion coefficient of DSC versus the ex-
tracted charge at short-circuit (b, right). The inset of Fig. 7a shows the electron lifetime versus the
measured open-circuit voltage. Pure SnO, electrode (black square), SnO, + 10 cycles TiO, (dark
grey circle), SnO, + 20 cycles TiO, (grey star), SnO, + 30 cycle TiO, (light grey pyramid) and SnO,

+ 40 cycle TiO, (light grey diamond).

SnO, particles is very similar regardless of
number of TiO, ALD cycles but is signifi-
cantly slower than the pure SnO, material
and even slower than pure TiO,. This effect
might be accounted for by a less efficient
screening of charge carriers within the
SnO, material, by ions in the electrolyte,
when there is a coating present. The trans-
port might also be affected by the formation
of extra traps at the SnOz-TiO2 interface,
for example from the lattice mismatch be-
tween the rutile SnO2 and the TiOZ, where
extra traps will slow down the electron
diffusion. The apparent electron diffusion
length for the pure SnO, electrode was de-
termined to be 13.5 um under 1000 W m
illumination. The similarity of the electron
diffusion length with the actual thickness
of the DSC devices based on pure SnO,
(10 wm) indicates that there are signifi-
cant recombination losses occurring even
under short-circuit conditions. Increasing
the number of TiO, ALD cycles from 10 to
40 yields DSC devices which are capable
of storing more charges at open-circuit
potential while keeping the electron dif-
fusion coefficient constant, with the result
that the apparent electron diffusion length
increases by several orders of magnitude.
The shift of the lifetime curves in Fig.
7a with increasing thickness of the TiO,
shell indicates that the barrier property of
the conformal TiO, coating on the SnO, is
effective. The TiO, coating suppresses the
leakage of electrons from the conduction
band of the SnO, to the electrolyte to such
extent that the open-circuit potential of
the DSC device with 40 cycles TiO, ALD
coating is more than doubled from that of
the pure SnO, material. The increase in
photovoltage of the device can come from
two sources; either from an increase of the
conduction band of the SnO,/TiO, mate-
rial or from the accumulation of charges
inside the metal oxide semiconductor by
suppressing the dark current.[?254] Charge
extraction measurements suggest that the

conduction band shift is between 100 mV
to 150 mV for the core-shell material (Fig.
8), demonstrating that the increase in elec-
tron lifetime is the main cause for large
Voo A combination of these two effects
has previously been proposed to explain
the increase in V. for SnO,-TiO, core-
shell structures.*!] We note that the com-
bination of the electron storing capacity of
the core-shell material together with the
exceptionally long electron lifetime could
also form the basis of a self-charging pho-
to-capacitor.l>! Fig. 9 shows the V_decay
of the different TiO, coatings and how the
conformal SnO,-TiO, core-shell structure
retains the photovoltage over long peri-
ods of time. For the thickest TiO, coating
of 40 cycles the photovoltage is retained
well over 500 seconds, showing the slow
recombination dynamics between the elec-
trons in metal oxide and the redox electro-
Iyte. The slow recombination is a strong
indication that electrons are transferred
from the outer TiO, shell to the inner SnO,
core. The bi-exponential decay from a fast
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Fig. 8. Charge extraction measurement of DSC
with different amount of TiO, ALD coating on
the SnO, particles. Pure SnO, electrode (black
square) and pure TiO, (open squares). SnO,

+ 10 cycle TiO, (dark grey circle), SnO, + 20
cycle TiO, (grey star), SnO, + 30 cycle TiO,
(light grey pyramid) and SnO, + 40 cycle TiO,
(light grey diamond).



SoLAR ENERGY HARVESTING

147

CHIMIA 2013, 67, Nr. 3

0.8

S

fcs’:ﬁﬁﬁﬂ_¢ﬁ

Open-circuit potential / V

0.0-

71—
100 200 300 400 500
Time /s

10 20 30 40 50

1.4x10° A
o
§ 1z2a00] 2,
< , a
~ 1.0x10°
£ &
2 aox10’
4 — -
e
= 6.0x10 * " i
£ 4.0x10° &
51 —_— *
2.0610° "H.\.\ e “
0olm )
\.‘ \ &
2.0x107 : “t

00 01 02 03 04 05 0B 07
Potential / v/

Fig. 9. V. decay measurement of DSC with
different amount of TiO, ALD coating on the
8n0, particles. The 40 cycles TiO, ALD is
recorded until 500 seconds as seen on the
extended scale. Pure SnO, electrode (black
square), SnO, + 10 cycle TiO, (dark grey circle),
Sn0O, + 20 cycle TiO, (grey star), SnO, + 30
cycle TiO, (light grey pyramid) and SnO, + 40
cycle TiO, (light grey diamond). All samples
were charged by illuminating the device at
1000 W m2 for 10 seconds before the V, de-
cay measurement commenced.

and a slow component of the open-circuit
potential is seen both for DSC devices
made from pure SnO, materials as well as
the core-shell structures. The difference
in rate constants between the pure SnO,
material and the core-shell device lies in
the slow component of the recombination
process, being approximately one order of
magnitude slower for the core-shell device
compared to the pure material.

One of the main drawbacks with using
solid-state hole transporting materials such
as spiro-OMeTAD is that they have a much
faster electron recombination dynamics
compared to liquid electrolyte DSC based
on I/1,~electrolyte.l! The sharp reduction
in the apparent electron diffusion length at
applied potential keeps the overall solid-
state device efficiency lower than that of its
liquid electrolyte counterpart.l>’1 Therefore
it is very interesting to apply these SnO,-
TiO, core-shell structures in a solid-state
DSC device made from spiro-OMeTAD.
In order to get functioning solid-state de-
vices it is critical to form a blocking layer
between the FTO contact and the mesopo-
rous SnO, working electrode and the hole
transporting material interface. This is usu-
ally done by a spray pyrolysis method in
solid-state DSC devices made with TiO,
working electrodes. Here we form under-
layers for SnO, based solid-state DSC by
evaporation of tin metal on the FTO sub-
strate followed by heating in air to oxi-
dize the metal. Fig. 10 shows J-V curves
of solid-state DSC based on thin working
electrodes of SnO, (1.6 +/-0.1 um) coated
with different numbers of ALD cycles of
TiO,. A very similar trend in the increase
of conversion efficiency is seen for solid-
state DSC as is seen for its liquid electro-
lyte counterpart. Interestingly, as could

Fig. 10. J-V curves of a solid-state DSC based
on the sensitizer dye D35 and spiro-OMeTAD.
Pure SnO, electrode (black square), SnO, + 10
cycles TiO, (dark grey circle), SnO, + 20 cycles
TiO, (grey star), SnO, and 30 cycles TiO, (light
grey pyramid). lllumination intensity: 1000 W
m~2 with AM1.5G spectral distribution.

be seen in Fig. 10, the pure SnO, work-
ing electrode does not work at all in the
solid-state DSC configuration. When the
SnO, electrode is coated with 10, 20 and
30 cycles of TiO, ALD treatments the con-
version efficiency is increased from 0.3%,
1.2% to 2.1%. The solid-state DSC based
on SnO, with 40 cycles of TiO, ALD coat-
ing shows very high short-circuit current
densities of almost 13 mA/cm?. We note
that the J ., value is probably slightly too
high for D35 measured under simulated
AM1.5 given the absorption spectrum of
this dye.[*3] This could be due to improper
masking of the device using an aperture
area larger than the device area, 0.3 cm?
and 0.2 cm? respectively.!8] Light piping
effects may therefore slightly overestimate
the J . value reported here. The increase of
V.. seen in Fig. 10 with increasing thick-
ness of TiO, coating is similar to that in
Fig. 5 with the difference that the change
in V. is larger for solid-state DSC than for
liquid electrolyte DSC.

4. Conclusion

Atomic layer deposition is a powerful
tool in controlling core-shell mesoporous
electrodes for dye-sensitized solar cells.
Previously, an increase in electron life-
times has been observed when employing
core-shell structures based on wide band
gap semiconductor cores and insulating
shell materials. The drawback with this
method is the reduction in electron injec-
tion when increasing the shell thickness.
This problem may be solved by choosing
two wide band gap semiconducting materi-
als, in such a manner that photogenerated
electrons can be both injected and move
from the outer shell material to the inner
core material of the working electrode. We
have demonstrated a system where a SnO,
core material acts like an electron drain
on the TiO2 shell material, increasing the

electron lifetime with increasing thickness
of the TiO, shell coating. Utilizing the
unique control over coating thickness that
the ALD technique offers we have shown
that solar cell parameters, such as J . and

Ve increase with coating thickness of the

shell material, with no indications of a re-
duction in electron injection yield. Using
this method we have built liquid electro-
lyte DSC devices which are able to store
photogenerated charges for more than 500
seconds, creating a self-charging photo-
capacitor. These SnO,-TiO, core-shell
structures have also been found to increase
the efficiency of solid-state DSC based
on spiro-OMeTAD and might be a viable
route to increase the conversion efficiency
of these devices even further.
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