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Diffusion of Se from the CdSe window layer into the CdTe absorber improves the short circuit current
density by narrowing the band gap and increasing the carrier lifetime. Thicker CdSe layers, however, show
a dramatic loss in photocurrent collection due to Se over-alloying. Electron microscopy investigations
show that this decrease in performance is due to the formation of small grains (~783 nm average diameter),
which exhibit grain boundary porosity in the Se inter-diffusion region. The larger grain boundary area
and void free surfaces give rise to higher levels of nonradiative recombination, and therefore, a lower
photocurrent. It is proposed that the small grain size is due to a drag force exerted by segregated Se solute
atoms on a moving grain boundary, while faster Se diffusion along the grain boundaries results in vacancy
build up and porosity due to the Kirkendall effect. The results indicate that the device processing conditions
must be carefully controlled such that the negative effects of Se alloying (i.e., smaller grains, Kirkendall

voids) do not undermine its benefits.
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I. INTRODUCTION

Selenium grading of the absorber layer together with
chlorine activation has increased the record cell effi-
ciency of CdTe-based thin-film photovoltaics to 22.4% [1].
There are two ways to achieve a Se composition gradi-
ent, namely, co-deposition from CdTe 4 Se or Cd(Se, Te)
ternary sources [2], and sequential deposition of CdSe
and CdTe layers [3]. For the latter, Se diffusion cre-
ates a CdSe,Te;_, (CST) inter-mixed layer [3,4]. For
clarity, these two device structures are referred to as
co-deposited and CdSe-CdTe devices, respectively. Sele-
nium can impact device efficiency in a number of ways.
Band gap narrowing [5] in Se alloyed CdTe increases the
wavelength spectrum for photocurrent generation, thereby
improving the short circuit current density [6,7]. Se also
increases the carrier lifetime [8—10], by suppressing non-
radiative recombination within the grain interiors of the
absorber layer [11], so that the open circuit voltage is
similar to CdTe, despite the smaller band gap. Further-
more, cathodoluminescence (CL) imaging indicates lower
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contrast at CST grain boundaries compared to CdTe [10,
12], suggesting that Se passivates the absorber layer grain
boundaries. This was corroborated by density functional
theory (DFT) simulations, which reported Se passivation
[13] and Se and Cl co-passivation [14], although in another
study the segregation energy of Se was too low to passivate
the dangling bonds at the grain boundary [15].

Here, we use CL and transmission electron microscopy
(TEM) to show that fast inter-diffusion of Se along grain
boundaries [16] in CdSe-CdTe photovoltaic devices can
limit grain growth and cause grain boundary porosity,
provided the Se concentration is sufficiently high. This
is a combination of two effects, namely, solute drag of
the migrating grain boundary [17,18] and grain bound-
ary Kirkendall voiding [19]. The larger grain boundary
area and void free surfaces increase nonradiative car-
rier recombination in the diffusion zone, leading to lower
efficiency devices. This contrasts with high efficiency co-
deposited devices, where nonradiative recombination is
lower in the CST layer [8,9,11]. Our results suggests that
there are limits to absorber layer Se grading that can
be achieved through inter-diffusion without compromis-
ing device performance. Data reported in the literature
[9,11] also show similar effects in co-deposited devices,
albeit to a lesser extent. The results reported here are there-
fore believed to be an intrinsic feature of Se alloying, the
magnitude of which is governed by the device processing
conditions.

Published by the American Physical Society
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II. EXPERIMENTAL METHODS

Fabrication of the CdSe-CdTe devices was previously
reported in Ref. [20]. CdSe layers of variable thickness
(i.e., 50, 100, 200, and 400 nm) were deposited by rf sput-
tering on NSG Ltd. TEC15 soda lime glass. The samples
were then held in the close space sublimation (CSS) cham-
ber at 400 Torr base pressure for 20 min before CdTe
deposition at 5 Torr pressure. The source and substrate
temperatures throughout were 600 and 550 °C, respec-
tively. For chlorine activation, the as-deposited absorber
layer was spray coated with a 1 mol/dm?® aqueous MgCl,
solution and annealed in air at 430°C for 60 min.
50 nm x 0.24 c¢cm?® Au back contacts were evaporated
through a mask to complete the devices. Samples under-
went a 15 s etch in a solution of 1% v/v nitric acid
and 70% v/v phosphoric acid, both directly before chlo-
rine activation and directly before back contact deposition.
Current-voltage measurements were performed using a
TS Space Systems solar simulator and AM1.5 spectrum
(1000 W/m?). A Bentham PVE 300 system was used for
external quantum efficiency (EQE) measurements.

Device cross sections for electron microscopy were pre-
pared using a dual-beam Helios 600 focused ion-beam
microscope (FIB). Trenches were milled using a 30 kV
Ga ion beam, followed by 5 kV ion-beam polishing of the
cross-section surface, which had a shallow angle of 8° with
respect to the CdTe back surface. These so-called “bevel”
cross sections make it easier to characterize inter-diffusion
in thin-film devices [11], since the microstructure is elon-
gated in the layer thickness direction (see Fig. 1). The
method was used previously for grain size analysis [21]
and inter-diffusion profiling [22,23] in CdS-CdTe thin-
film photovoltaics. A platinum layer was FIB deposited
on the CdTe back surface prior to milling, to reduce the
“curtaining” artefact caused by variations in the sputter
rate across a rough surface [24]. Electron backscattered
diffraction (EBSD) analysis of the bevel cross sections was
performed in the Helios 600 FIB at 30 kV electron beam
voltage using an Oxford Nordlys detector. CL imaging and
spectroscopy were carried out in a Hitachi SU70 scanning
electron microscope (SEM) equipped with a Gatan Mon-
oCL system,; the electron beam voltage was either 15 or
20 kV. All CL data were acquired at room temperature.
Cross sections for TEM were prepared using FIB [24]
and examined in a JEOL 2100F field emission gun TEM
operating at 200 kV. Spatially resolved chemical analysis
was performed in scanning TEM (STEM) mode using an
Oxford Instruments X-Max 65T silicon drift detector.

ITI. RESULTS AND DISCUSSION

EQE results for devices with different CdSe layer thick-
nesses are shown in Fig. 2(a). The EQE plot for a given
CdSe thickness corresponds to the device with highest
cell efficiency. Increasing the CdSe layer thickness up

Bevel
cross section

FIG. 1. Schematic side-on view of a focused ion-beam milled
bevel cross section. Due to the shallow 8° bevel angle, blue and
gray thin-film layers appear elongated in cross section. Diagram
not drawn to scale.

to 200 nm causes a redshift in long wavelength photons
generating a photocurrent. The redshift is caused by Se
inter-diffusion and band gap narrowing in CST alloys with
Se concentrations below x ~ 0.4 [5]. Previous investiga-
tions [25] on CdS-CdTe devices showed that S inter-
diffusion primarily occurred during CSS deposition of
CdTe, with chlorine activation producing little change in
the diffusion profile due to its lower temperature. Since
the thermal history of our CdSe-CdTe devices is simi-
lar, we expect the majority of Se inter-diffusion to take
place during absorber layer deposition. For the 400 nm
CdSe device, there is a dramatic decrease in photocur-
rent collection across the majority of wavelengths, despite
the smaller band gap. A similar EQE trend was reported
in Refs. [6,7,26] and has been attributed to the formation
of a photoinactive wurtzite CST phase above x =0.6 Se
concentration [7], although a recent study [26] has dis-
puted this. The EBSD and TEM results presented below,
however, unambiguously confirm that there is no wurtzite
phase in our devices. Other mechanisms must therefore
cause the large decrease in EQE observed at 400 nm CdSe
layer thickness.

Figure 2(b) shows the current density-voltage curves for
the highest efficiency devices at a given CdSe layer thick-
ness, i.e., the same devices for which the EQE is plotted in
Fig. 2(a). Figures 2(c)—2(f) are box plots of the short circuit
current density (Jsc), open circuit voltage (Voc), fill fac-
tor (FF), and efficiency measured for the different devices.
Numerical values for the device parameters are given in
the Supplemental Material [27]. The 400 nm CdSe device
has a comparatively poor Jsc, consistent with Fig. 2(a).
Band gap narrowing in CdSe, Te;_, will decrease the max-
imum attainable Voc, although no clear trend is observed
in Fig. 2(d). Besides the band gap, there are many other
factors that can influence Voc. For example, Se alloying
can increase the carrier lifetime [8—10], as well as mod-
ify interfacial band alignments in the chemically graded
absorber layer [28]. Series and shunt resistances can also
have an effect, such as the “roll over” due to the back con-
tact barrier [29], observed in the 50 and 100 nm CdSe
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FIG. 2. (a) External quantum efficiency for devices with variable CdSe layer thickness (50, 100, 200, and 400 nm). Results are
shown for the device with highest efficiency measured at a given CdSe layer thickness. Corresponding current density-voltage graphs
are shown in (b). Short circuit current density (Jsc), open circuit voltage (Voc), fill factor (FF), and efficiency for all devices are plotted

in (c)(f).

devices shown in Fig. 2(b). The focus of this work is,  investigate the reasons for these changes by performing
however, the dramatic decrease in EQE and Jg¢ observed an in-depth microstructural characterization of the 100 and
for thicker CdSe layers. In the following sections, we 400 nm CdSe devices. The former has a near optimum
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photocurrent collection [Fig. 2(a)], so that comparing the
two microstructures should provide valuable insights into
the underlying mechanism(s).

A. 100 nm CdSe device microstructure

Figures 3(a) and 3(b) show simultaneously acquired
SEM secondary electron and panchromatic CL images of
the 100 nm CdSe device bevel cross section (the latter
maps the total luminescence signal at each electron beam

(b)

m:;-: EICAeED

scan position). The former shows a thin porosity region
in the absorber layer, with a width of about 300 nm after
correcting for image distortion due to the bevel angle. Non-
radiative recombination at the grain boundaries decreases
the local luminescence signal, providing sufficient contrast
to visualize the grain structure of the absorber layer in the
panchromatic CL image. Care must be taken when inter-
preting the microstructure of bevel cross sections; since
the bevel angle is only 8°, the observed grain size is
approximately the grain diameter at a particular depth

FIG. 3. Simultaneously acqui-
red secondary electron (a) and
panchromatic CL (b) images for
the 100 nm CdSe bevel cross
section. Horizontal dashed lines
in (a) indicate the boundaries of
the porosity region (SnO,:F is the
transparent conducting oxide). (c)
Secondary electron image with the
region of hyperspectral CL map-
ping indicated with a red box. CL
spectra extracted from the poros-
ity region (labeled “CST”) and
from close to the absorber layer
back surface (labeled “CdTe”) are
superimposed in (d). Maximum
intensity of each spectrum is nor-
malized for a direct visual com-
parison. (e¢) Band gap grading
and (f) Se concentration profiles

Normalized Intensity
o o o
~ »

&
N

extracted from the hyperspectral
—CdTe map.

—CST

0
700 750

—_—
D
=N
—_
—r
~

0.5

800 850 900 950

Wavelength (nm)

%HHHHH ey

0.3

porosity
1.50 region } %
<> L)

Band Gap (eV)

-
n
(9

Se Concentration (x)

1.40

e ersiiddies

0 500 1000 1500 2000 0 500

Position (nm)

1000 1500 2000
Position (nm)

023002-4



SE INTER-DIFFUSION...

PRX ENERGY 3, 023002 (2024)

within the absorber layer. From Fig. 3(b), the grains are of
approximately uniform size and equiaxed throughout the
absorber layer. Furthermore, the panchromatic CL image
is slightly darker in the porosity region, which is likely due
to higher levels of nonradiative recombination occurring at
the free surfaces associated with void formation. Note that
for a bevel geometry there will also be a reduction in the
CL intensity close to the SnO;:F interface due to a thinner
absorber layer along the electron beam direction (Fig. 1).
However, we believe this to be a secondary effect, due to
the close spatial overlap between the dark panchromatic
CL contrast and porosity layer. In fact, the same trends are
observed for the 400 nm CdSe sample, where the porosity
layer is significantly wider (Sec. I1I B), which suggests that
a bevel geometry is not the primary contributing factor.

Spatially resolved CL spectra were examined by acquir-
ing a hyperspectral map across the thickness of the
absorber layer [Fig. 3(c)]. Average CL spectra measured
from within the porosity region and towards the absorber
layer back surface are shown superimposed in Fig. 3(d)
(labeled “CST” and “CdTe” for reasons that will become
clear later). Both spectra are asymmetrical in shape, with a
longer “tail” on the short wavelength (high photon energy)
side, and furthermore, the spectrum from the porosity
region is broader and redshifted compared to the absorber
layer back surface. The detection of CL intensity above the
CdTe band gap (816 nm wavelength) indicates that these
spectra represent near band edge luminescence, where a
conduction band electron radiatively recombines with a
valence band hole [30,31]. The peak emission in the near
band edge luminescence is at about £, + k7/2, where E, is
the band gap, £ is the Boltzmann constant, and 7 is temper-
ature. The CL spectrum at the absorber layer back surface
can therefore be attributed to CdTe, while the lower peak
energy for the porosity region signifies a lower band gap,
most likely due to Se alloying [16]. The CdTe spectrum
also shows a weak shoulder at about 873 nm, which is in
a similar wavelength range to donor-acceptor pair (DAP)
transitions [32]. The DAP peak is prominent at cryogenic
temperatures (liquid nitrogen or helium) [33] but is much
weaker in Fig. 3(d) due to partial ionization of the defect
levels at room temperature [31], the temperature at which
the CL data were acquired. The near band edge intensity,
1(E), can be approximated by [34]

E—E,)

I(E) = A\JE — Egexp [—(k—Tg] (1)

where A4 is a proportionality constant and E is the photon
energy. The square root term is due to the optical joint
density of states, while the exponential is derived from
the Fermi-Dirac distribution of carriers at a given temper-
ature [34]. Note that a more precise expression for near
band edge intensity can be derived using the principle of
detailed balance [31], although we have found that the

(simpler) Eq. (1) is also a good fit to the experimental
data. Equation (1) predicts that the near band edge lumi-
nescence profile only depends on the energy difference
(E — E;). The broadening of the redshifted CL spectrum
for the porosity region [Fig. 3(d)] is therefore largely due to
the inverse relationship between photon energy and wave-
length; other contributing factors to broadening could be
spatial inhomogeneities in the alloy composition.

A plot of [I(E)ef/*T)? against E is a straight line, with
E, being equal to the negative ratio of the intercept divided
by the gradient. This method was applied to the hyperspec-
tral CL data in Fig. 3(c) to determine the local band gap
as a function of position within the absorber layer. Hyper-
spectral map pixels were horizontally binned to generate
a 1D line profile, so that the local band gap at a given
position is the average of several grains. Furthermore, the
luminescence profile to the left of the peak intensity [i.e.,
shorter wavelengths in Fig. 3(d)] was used for extracting
E,, with the necessary corrections [34] made when con-
verting /()) into /(E), where A is the photon wavelength.
The extracted band gap grading is shown in Fig. 3(e). The
regression coefficient for the straight line fit was above 0.9
for all data points, indicating that the luminescence profile
was satisfactorily represented by Eq. (1). Moving towards
the front interface, the band gap decreases from the CdTe
value (1.52 eV) to 1.43 eV in the porosity region, with
the full width of the transition extending over a distance
of about 1300 nm. The change in band gap is due to Se
alloying.

The Se concentration (x) in CdSe,Te;_, can be calcu-
lated from the local band gap, E,, using the following
quadratic equation in x [5]:

E, = xE4(CdSe) + (1 — x)Eg(CdTe) — bx(1 —x), (2)

where E,(CdSe) =1.74eV and E (CdTe) =1.52¢eV
are the CdSe and CdTe band gaps, respectively, and
b=0.78 eV is the bowing parameter [5]. Applying Eq.
(2) to Fig. 3(e) gives the Se diffusion profile shown in
Fig. 3(f). Some of the data points close to the absorber
layer back surface had band gap values slightly above that
of pure CdTe, due to the error in the measurement. These
values were “rounded” to 1.52 eV to avoid nonphysical
solutions to the composition. The maximum Se concentra-
tion, x =0.2, is found in the porosity region and is well
below the CdSe composition, x =1.0. This suggests that
the CdSe layer has been fully dissolved by inter-diffusion.

TEM was used for high spatial resolution crystal struc-
ture and chemical analysis. Figures 4(a) and 4(b) show
STEM bright field and dark field images of the 100 nm
CdSe device cross section. A thin (~200—400 nm) porosity
layer [see arrows in Fig. 4(b)] is observed at the inter-
face between the SnO,:F transparent conducting oxide and
absorber layer, consistent with the SEM result [Fig. 3(a)].
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(a)

absorber
layer

FIG. 4. STEM bright field (a)
and dark field (b) images of the
100 nm CdSe device. Pt is a
protective layer used during FIB
TEM specimen preparation, while
SnO,:F is the transparent con-
ducting oxide. Note that part of
the TEM cross section has been
damaged by FIB milling dur-
ing specimen preparation. Arrows
in (b) indicate porosity in the
absorber layer. Selected area elec-
tron diffraction patterns acquired
from the top and bottom red circle
regions in (a) are shown in (c),(d),
respectively.

The absorber layer in the field of view consists of a colum-
nar grain extending through the entire layer thickness.
This is confirmed by tilting the grain to a zone axis and
acquiring selected area diffraction patterns from the top
and bottom regions of the absorber layer at the same spec-
imen tilt. The two diffraction patterns [Figs. 4(c) and 4(d)]
are nearly identical and can be indexed as the [001] zone
axis of the cubic zinc blende crystal structure. Note that Se
inter-diffusion will slightly change the unit cell dimensions
[5], but for cubic crystals the diffraction patterns can still
be indexed independently of the lattice parameter by taking
ratios of inter-planar spacings [35]. EBSD phase mapping
of the bevel cross section (Fig. 5) also indicates that the
grains have cubic zinc blende crystal structure throughout
the absorber layer (here, zinc blende CdTe and wurtzite
CdSe crystal structures were used as references for phase
identification). Finally, the results from STEM EDX chem-
ical mapping of the columnar grain in Fig. 4(a) are shown
in Fig. 6. The presence of Se directly confirms that the band
gap grading observed in Fig. 3(e) is due to inter-diffusion,
and not due to other factors, such as a change in crystal

structure. There is also no evidence of a separate CdSe
layer, indicating its complete dissolution.

The integrated 1D line profile for the Se EDX map
indicated a diffusion distance for the columnar grain in
excess of 2000 nm, considerably larger than the aver-
age CL result in Fig. 3(f) (see the Supplemental Material
[27]). The discrepancy is because the STEM EDX mea-
surement is for a single absorber layer grain, while the CL
hyperspectral mapping area includes multiple grains from
different regions of the sample in the bevel cross section
(Fig. 1). The latter is therefore an average, and hence more
representative, measurement of Se diffusion. The electron
beam-specimen interaction volume could also potentially
affect the CL measurement. Estimating the size of the inter-
action volume is difficult, due to nonuniform generation of
electron-hole pairs and carrier diffusion within the mate-
rial. Nevertheless, even an interaction volume as large as
1000 nm in diameter corresponds to an absorber layer
distance of only about 140 nm, after correcting for the
8° bevel angle. This is significantly smaller than the Se
diffusion distance of about 1300 nm measured by
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(a) (b)

FIG. 5. EBSD pattern quality
(a) and phase map (b) for the
100 nm CdSe absorber layer
(bevel cross section). EBSD pat-
terns were matched against cubic
zinc blende CdTe (red) and hexag-
onal wurtzite CdSe (yellow) ref-
erence phases. All grains in the
absorber layer are identified as
being cubic.

"'_l cadmium telluride 10 pm

hyperspectral CL mapping, indicating that beam inter-
action volume artefacts can be largely ignored for our
specimens.

B. 400 nm CdSe device microstructure

CL, TEM, and EBSD characterization was also per-
formed on the 400 nm CdSe device. Figures 7(a) and 7(b)
are simultaneously acquired SEM secondary electron and
panchromatic CL images of the bevel cross section. Com-
pared to the 100 nm CdSe device, there is a much larger
porosity region evident in the secondary electron image.
The width of the porosity region is 2140 nm (after correct-
ing for image distortion) and appears dark in the panchro-
matic CL image. Close examination of Fig. 7(b) shows that
the grain size is much smaller in the porosity region, and
many of the pores form at the grain boundary triple points
(further evidence corroborating these claims is presented
below). The reduced CL intensity is due to increased non-
radiative recombination from the grain boundaries and
voids. The larger area of nonradiative recombination over-
laps with the space charge region, where much of the
photocurrent is generated [36]. The inevitable loss in pho-
togenerated carriers is likely to be the origin of the reduced
EQE for this device.

CL hyperspectral mapping [Fig. 7(c)] is performed to
determine the band gap grading [Fig. 7(d)] and Se concen-
tration profile [Fig. 7(e)], using the procedure described in
the previous section. There is no evidence of a 1.74 eV
CdSe band gap, indicating that the 400 nm CdSe layer
has fully dissolved, despite its larger thickness. The dif-
fusion zone is at least 2600 nm wide [the lower limit is
because the hyperspectral map in Fig. 7(c) does not span
the full porosity region]. The band gap converges to about
1.41 eV deep within the porosity region [Fig. 7(d)]. This
is slightly below the minimum band gap (1.42 eV) pre-
dicted by Eq. (2), and therefore, a Se concentration cannot
be calculated for these data points [Fig. 7(e)], although we
expect a value close to the band gap minimum composition

of x~0.4. Furthermore, some of the data points near
the absorber layer back surface had a band gap slightly
larger than 1.52 eV; these were assigned as being pure
CdTe.

The STEM bright field [Fig. 8(a)] and dark field
[Fig. 8(b)] images show smaller equiaxed absorber layer
grains at the interface with the SnO;:F layer. The typical
interfacial grain diameter is several hundred nanometers
[the EBSD pattern quality map in Fig. 9(a) gave an average
grain diameter of (783 4=245) nm]. Porosity is also evi-
dent at the SnO;:F interface, as well as some of the grain
boundary triple points [see arrows in Fig. 8(b)]. The crys-
tal structure of one such small interfacial grain [Fig. 8(c)]
was determined by selected area electron diffraction. The
zone-axis diffraction pattern in Fig. 8(d) was indexed as
[111] cubic zinc blende. To unambiguously confirm the
crystal structure, the same grain was tilted by 19.9° to a
new zone axis [Fig. 8(e)], which was indexed as being
along the cubic [112] direction, consistent with both the
symmetry of the diffraction pattern and specimen tilt angle.
Further confirmation of a cubic zinc blende crystal struc-
ture is obtained via EBSD phase mapping (Fig. 9). Some
of the small grains, however, are not identified due to a
poor EBSD pattern quality. It is believed that this is due to
specimen preparation artefacts from FIB polishing, specif-
ically curtaining striations [24] around individual pores
(see Supplemental Material [27]). Neither TEM nor EBSD,
therefore, provide evidence of a hexagonal wurtzite CST
phase, which has previously been reported to degrade the
EQE [7]. STEM EDX mapping results for the 400 nm
device are shown in Fig. 10. The small interfacial grains
are rich in Se, but inter-diffusion extends further, and as far
as 1200 nm into the absorber layer (see the Supplemental
Material [27]), a smaller value than the average diffusion
distance measured by CL [Fig. 2(e)]. There is also no evi-
dence of a CdSe layer, indicating that it has fully dissolved
during inter-diffusion.

It was previously reported that Se diffused faster along
the grain boundaries [11,16]. To confirm if this was also
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true of our devices, we performed hyperspectral CL map-
ping of the transition region between the small interfacial
grains and larger grains found in the rest of the absorber
layer [Fig. 11(a)]. This region still has some amount
of Se inter-diffusion, which should occur predominantly
along the grain boundaries, provided they are fast diffu-
sion pathways. The smaller grain boundary curvature for
larger grains also makes it easier to detect any Se at the
grain boundaries using CL. Gaussian functions were least-
squares fitted to the near band edge luminescence peak at
each pixel in the hyperspectral map. The amplitude and
peak wavelength of the fitted Gaussians are mapped in
Figs. 11(b) and 11(c), respectively. The latter shows a
clear redshift at the grain boundaries, indicating a higher
local Se concentration. Example CL spectra from a grain
interior and neighboring grain boundary are displayed in
Fig. 11(d). The wavelength redshift in this case is about
6 nm. It is concluded that Se preferentially diffuses along
the grain boundaries in our samples as well.

FIG. 6. (a) STEM dark field
image of the 100 nm CdSe
device with EDX false color
image superimposed over the map
region. Te Lo, Cd Lo, Se Ko, Sn
Lo, and O Ko EDX x-ray maps
are shown in (b). Presence of Te
in the SnO,:F layer is an artefact
due to energy overlap between Te
Lo and Sn Lo x-ray peaks. Scale
bar for each of the EDX maps is
500 nm.

C. Absorber layer grain growth mechanism

It is clear that grain morphology can have an important
effect on photocurrent collection in CdSe-CdTe devices.
Large amounts of Se inter-diffusion from thicker CdSe
layers result in small grain sizes, as well as grain bound-
ary porosity, which collectively increase nonradiative
recombination. Changes in grain structure during chlorine
activation were observed previously in CdTe thin-film pho-
tovoltaics and attributed to recrystallization [37,38] and
grain growth phenomena [39]. However, there is good rea-
son to believe that such processes do not occur in our
devices. First, any Se diffusion will lower the local lat-
tice mismatch, thus suppressing the driving forces (i.e.,
strain energy) for recrystallization. Second, recrystalliza-
tion is not known to induce grain boundary porosity,
which is observed in our samples. Third, the high tem-
perature deposition conditions in close space sublima-
tion generally favor the formation of large grains, which
remain unaltered during subsequent (lower temperature)

023002-8



SE INTER-DIFFUSION...

PRX ENERGY 3, 023002 (2024)

absorber

FIG. 7. Simultaneously acqu-
ired secondary electron (a) and
panchromatic CL (b) images for
the 400 nm CdSe bevel cross
section. Horizontal dashed lines
in (a) indicate the boundaries of
the porosity region (SnO,:F is the
transparent conducting oxide). (c)
Secondary electron image with
the region of hyperspectral CL
mapping indicated with a red box.
(d) Band gap grading and (e) Se
concentration profiles extracted
from the hyperspectral map.
Some of the data points within
the porosity region in (e) are not
shown due to complications in
calculating the Se concentration;
see text for further details.
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device processing steps, such as chlorine activation [38].
Indeed, the grain size distribution in our CSS-grown
CdSe-CdTe films has been shown to be very stable
to postgrowth processing [21,25]. A more straightfor-
ward explanation for the small grain size and grain
boundary porosity instead lies in the faster diffusion
of Se along grain boundaries and free surfaces. The
salient features of our proposed model are illustrated in
Fig. 12.

In the early stages (Fig. 12, left panel) CSS-deposited
CdTe exhibits island growth [40], due to the large (14%)
lattice mismatch with the underlying CdSe layer. Data in
Ref. [16] suggest that, at the substrate deposition temper-
ature of 550 °C (Sec. 1I), the Se diffusion coefficient along
grain boundaries is 3 orders of magnitude larger than bulk
lattice diffusion. It is reasonable to assume a similarly large
enhancement for surface diffusion as well. The surface of
the CdTe island nuclei will therefore be decorated with
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FIG. 8. STEM bright field (a)
and dark field (b) images of the
400 nm CdSe device. Arrows
in (b) indicate porosity in the
absorber layer. (c) Many-beam
bright field TEM image of an
absorber layer grain (image
center) close to the SnO,:F inter-
face. Two selected area electron
diffraction patterns acquired from
this grain at different specimen
tilts are shown in (d),(e).

Se atoms, while a few Se atoms may also diffuse into the
islands through the much slower process of lattice diffu-
sion. As CSS deposition proceeds, more Cd and Te atoms
will arrive from the vapor phase and potentially form
adatoms on bare CdSe, which can then diffuse towards
the CdTe islands. The resulting island growth “traps” the

existing Se surface atoms to form a Se-rich outer layer
(Fig. 12, center panel). In this manner, the Se concentration
within the islands is increased, although the composition is
nonuniform. The surfaces of the islands remain decorated
with Se, due to fast surface diffusion. Grain boundaries are
formed when neighboring islands impinge on one another.
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(a) (b)

] [cadmium telluride

The merging of two Se-rich surfaces results in a grain
boundary with a high local Se concentration (Fig. 12,
right panel). Lattice diffusion would also tend to homoge-
nize the Se composition within the island interiors. After
the islands have merged, further Se inter-diffusion from
the remaining CdSe layer predominantly occurs along the
grain boundaries.

(@

ﬁe] Si] E‘ g[ Electron |

Cd Lal
“4Map Data 4

500 nm
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FIG. 9. EBSD pattern quality
(a) and phase map (b) for the
400 nm CdSe absorber layer
(bevel cross section). EBSD pat-
terns were matched against cubic
zinc blende CdTe (red) and hexag-
onal wurtzite CdSe (yellow) ref-
erence phases. All indexed grains
in the absorber layer are cubic,
although for some small grains
at the bottom it was not possible
to identify the phase due to poor
pattern quality.

10 pm

DFT calculations [13,14] indicate that Se has a lower
energy at a CdTe grain boundary compared to the grain
interior, so segregation of Se to the grain boundaries is
expected. During grain growth, the moving grain boundary
must ideally preserve the equilibrium segregation pro-
file for energetic reasons. However, if Se atom diffusion
is slow with respect to the grain boundary velocity, the

FIG. 10. (a) STEM dark field
image of the 400 nm CdSe
device with EDX false color
image superimposed over the map
region. Te Lo, Cd Lo, Se Ko, Sn
Lo, and O Ka EDX x-ray maps
are shown in (b). Presence of Te
in the SnO;,:F layer is an artefact
due to energy overlap between Te
Lo and Sn Lo x-ray peaks. Scale
bar for each of the EDX maps is
500 nm.

500 nm
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(b)

FIG. 11. (a) Panchromatic CL
image of the transition region
between the small interfacial
grains (image bottom) and the
rest of the absorber layer in the
400 nm CdSe sample. Red box
denotes the area used for hyper-
spectral CL mapping. Gaussian
functions were fitted to each pixel
in the hyperspectral map. In (b),
the amplitude of the Gaussian is
mapped, where white represents
683 counts and black 97 counts.
(c) Peak wavelength of the fitted
Gaussian, where white and black
correspond to 842 and 808 nm,
respectively.  Images  appear

o o o
IS ) ©

Normalized Intensity

o©
N

pixelated due to fewer electron
beam scan positions being used
in hyperspectral mapping. (d)
CL spectra extracted from a
grain boundary and neighboring
grain interior labeled “GB” and
“GL” respectively, in (c). Peak
intensity for each spectrum has
been normalized for direct visual
comparison.

—Gl
—GB

0
740 760

steady-state concentration profile will deviate from equi-
librium. The energy increase of the nonequilibrium profile
exerts a drag force on the moving grain boundary [17].
The CST grain size will therefore be smaller compared to
pure CdTe. The presence of voids at the grain boundaries
can be explained by the grain boundary Kirkendall effect
[19,41]. In substitutional alloys, a net vacancy flux is pro-
duced if the diffusion rates of the constituent atoms are
not equal. In the present example, Se diffuses faster into
CdTe compared to Te diffusion into CdSe. The vacancy
flux is accommodated by climbing of edge dislocations,

FIG. 12.

780

800 820 840 860

Wavelength (nm)

with any excess vacancies forming voids [19]. Porosity
is mainly observed at the grain boundaries where Se dif-
fusion is fastest, with the grain boundary triple points
appearing to be particularly favorable nucleation sites for
the voids. Grain boundary porosity may further inhibit
grain growth through the Zener pinning mechanism [42].
Previous investigations have revealed lower CL contrast at
CST grain boundaries compared to CdTe [10,12], which
suggests that Se has a passivating role. Nevertheless, CST
grain boundaries still appear darker in CL. compared to the
grain interior, indicating that some residual nonradiative

Schematic illustration of the proposed grain growth mechanism in CdSe-CdTe photovoltaics during close space sublima-

tion. Cd and Te atoms in the vapor phase and as adatoms are denoted in gray. They form CdTe islands, which eventually merge into
grains (also colored gray). CdSe layer and Se atoms are denoted in yellow. Underlying substrate is blue. See text for further details.
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recombination is still present at the grain boundary, despite
passivation. Therefore, if solute drag produces sufficiently
small grains, the net effect of the larger grain boundary
area, together with grain boundary voids, would be an
increase in nonradiative recombination.

Our investigations have been on CdSe-CdTe devices,
and it is interesting to speculate if the above has any bear-
ing on co-deposited devices. Islands of co-deposited CST
are naturally alloyed with Se, and there is no inter-diffusion
from an underlying Se reservoir. When the islands merge,
Se must diffuse through the lattice to establish the equilib-
rium Se segregation profile at the grain boundary. This is
a slower process compared to grain boundary or surface
diffusion, so a smaller drag force is expected during grain
growth. In Ref. [9], micrographs of the co-deposited CST
layer do indeed show a smaller grain size compared to the
overlying CdTe layer (see Fig. 6 in Ref. [9]). Furthermore,
in Ref. [11], there is clear evidence of grain boundary
porosity at the interface between CST and CdTe layers,
where inter-diffusion occurs (see Fig. 1 in Ref. [11]). How-
ever, in all these cases, the solute drag and grain boundary
porosity was not sufficiently strong to produce high levels
of nonradiative recombination, and the CST layer appeared
brighter in the CL image compared to CdTe, due to the
passivating role of Se within the grain interiors.

IV. SUMMARY

The microstructural causes for the decrease in pho-
tocurrent collection in CdSe-CdTe devices with thick
CdSe layers was investigated using electron microscopy.
Previous reports have attributed the lower EQE to for-
mation of a photoinactive hexagonal wurtzite CST phase
at high Se concentration. TEM and EBSD analysis, how-
ever, confirmed that the absorber layer crystal structure
in our devices remained cubic zinc blende, suggesting
other mechanisms were responsible for the lower device
performance. Smaller grain sizes of about 783 nm and
grain boundary porosity were observed at the Se inter-
diffusion zone. The decrease in CL intensity within this
region suggests higher levels of nonradiative recom-
bination, which would lead to a lower photocurrent.
Furthermore, evidence for faster Se diffusion along grain
boundaries was also observed, consistent with previous
results in the literature. Grain boundary solute drag and
Kirkendall voiding are proposed as plausible mechanisms
that can explain the microstructural changes occurring dur-
ing Se inter-diffusion. When the material processing is not
optimized, these physical changes can act to severely limit
the performance of CdSe-CdTe photovoltaics.

ACKNOWLEDGMENTS

T.F.S.A. is grateful to the Saudi Arabia government
for PhD funding. J.F.L. acknowledges funding from the

EPSRC Centre for Doctoral Training in New and Sustain-
able Photovoltaics (Grant No. EP/L01551X/1).

[1T] M. A. Green, E. D. Dunlop, M. Yoshita, N. Kopidakis, K.
Bothe, G. Siefer, and X. Hao, Solar cell efficiency tables
(version 63), Prog. Photovoltaics 31, 651 (2023).

[2] D. E. Swanson, J. R. Sites, and W. S. Sampath, Co-
sublimation of CdSe,Te(_y layers for CdTe solar cells,
Sol. Energy Mater. Sol. Cells 159, 389 (2017).

[3] T. Baines, G. Zoppi, L. Bowen, T. P. Shalvey, S. Mariotti,
K. Durose, and J. D. Major, Incorporation of CdSe layers
into CdTe thin film solar cells, Sol. Energy Mater. Sol. Cells
180, 196 (2018).

[4] T. Baines, L. Bowen, B. G. Mendis, and J. D. Major,
Microscopic analysis of interdiffusion and void forma-
tion in CdTe(;_,Se, and CdTe layers, ACS Appl. Mater.
Interfaces 12, 38070 (2020).

[5] M. Lingg, A. Spescha, S. G. Haass, R. Carron, S. Buecheler,
and A. N. Tiwari, Structural and electronic properties of
CdTe;_,Se, films and their application in solar cells, Sci.
Technol. Adv. Mater. 19, 683 (2018).

[6] N. R. Paudel and Y. Yan, Enhancing the photo-currents of
CdTe thin-film solar cells in both short and long wavelength
regions, Appl. Phys. Lett. 105, 183510 (2014).

[71 J. D. Poplawsky, W. Guo, N. Paudel, A. Ng, K. More,
D. Leonard, and Y. Yan, Structural and compositional
dependence of the CdTe,Se,_, alloy layer photoactivity in
CdTe-based solar cells, Nat. Commun. 7, 12537 (2016).

[8] X. Zheng, D. Kuciauskas, J. Moseley, E. Colegrove, D.
S. Albin, H. Moutinho, J. N. Duenow, T. Ablekim, S. P.
Harvey, A. Ferguson, and W. K. Metzger, Recombination
and bandgap engineering in CdSeTe/CdTe solar cells, APL
Mater. 7, 071112 (2019).

[9] T. Ablekim, J. N. Duenow, C. L. Perkins, J. Moseley, X.
Zheng, T. Bidaud, B. Frouin, S. Collin, M. O. Reese, M.
Amarasinghe, E. Colegrove, S. Johnston, and W. K. Met-
zger, Exceeding 200 ns lifetimes in polycrystalline CdTe
solar cells, Sol. RRL 5, 2100173 (2021).

[10] M. Amarasinghe, D. Albin, D. Kuciauskas, J. Moseley, C.
L. Perkins, and W. K. Metzger, Mechanisms for long carrier
lifetime in Cd(Se)Te double heterostructures, Appl. Phys.
Lett. 118, 211102 (2021).

[11] T. A. M. Fiducia, B. G. Mendis, K. Li, C. R. M. Grovenor,
A. H. Munshi, K. Barth, W. S. Sampath, L. D. Wright,
A. Abbas, J. W. Bowers, and J. M. Walls, Understanding
the role of selenium in defect passivation for highly effi-
cient selenium-alloyed cadmium telluride solar cells, Nat.
Energy 4, 504 (2019).

[12] T. Fiducia, A. Howkins, A. Abbas, B. Mendis, A. Munshi,
K. Bath, W. Sampath, and J. Walls, Selenium passivates
grain boundaries in alloyed CdTe solar cells, Sol. Energy
Mater. Sol. Cells 238, 111595 (2022).

[13] R. Wang, M. Lan, and S.-H. Wie, Enhanced performance of
Se-alloyed CdTe solar cells: The role of Se-segregation on
the grain boundaries, J. Appl. Phys. 129, 024501 (2021).

[14] J. Guo, A. Mannodi-Kanakkithodi, F. G. Sen, E.
Schwenker, E. S. Barnard, A. Munshi, W. Sampath, M. K.
Y. Chan, and R. F. Klie, Effect of selenium and chlorine

023002-13


https://doi.org/10.1002/pip.3726
https://doi.org/10.1016/j.solmat.2016.09.025
https://doi.org/10.1016/j.solmat.2018.03.010
https://doi.org/10.1021/acsami.0c09381
https://doi.org/10.1080/14686996.2018.1497403
https://doi.org/10.1063/1.4901532
https://doi.org/10.1038/ncomms12537
https://doi.org/10.1063/1.5098459
https://doi.org/10.1002/solr.202100173
https://doi.org/10.1063/5.0047976
https://doi.org/10.1038/s41560-019-0389-z
https://doi.org/10.1016/j.solmat.2022.111595
https://doi.org/10.1063/5.0036701

T.F.S. ALTAMIMI et al.

PRX ENERGY 3, 023002 (2024)

co-passivation in polycrystalline CdSeTe devices, Appl.
Phys. Lett. 115, 153901 (2019).

[15] C. J. Tong and K. P. McKenna, Passivating grain bound-
aries in polycrystalline CdTe, J. Phys. Chem. C 123, 23882
(2019).

[16] E. Colegrove, X. Zheng, T. Ablekim, J. N. Duenow, C. L.
Perkins, H. R. Mutinho, and W. K. Metzger, Se diffusion in
CdTe thin films for photovoltaics, J. Phys. D: Appl. Phys.
54, 025501 (2021).

[17] J. W. Cahn, The impurity-drag effect in grain boundary
motion, Acta Metall. 10, 789 (1962).

[18] R. K. Koju and Y. Mishin, Direct atomistic modeling of
solute drag by moving grain boundaries, Acta Mater. 198,
111 (2020).

[19] E. Rabkin, L. Klinger, T. Izyumova, and V. N. Semenov,
Diffusion-induced grain boundary porosity in NiAl, Scr.
Mater. 42, 1031 (2000).

[20] J. E. Leaver, K. Durose, and J. D. Major, in 2021 48th
IEEE Photovoltaic Specialists Conference (PVSC) (Fort
Lauderdale, FL, USA, 2021), pp. 1187.

[21] M. A. Cousins and K. Durose, Grain structure of CdTe
in CSS-deposited CdTe/CdS solar cells, Thin Solid Films
361362, 253 (2000).

[22] M. D. G. Potter, D. P. Halliday, M. Cousins, and K. Durose,
A study of the effects of varying cadmium chloride treat-
ment on the luminescent properties of CdTe/CdS thin film
solar cells, Thin Solid Films 361-362, 248 (2000).

[23] M. D. G. Potter, M. Cousins, K. Durose, and D. P. Hal-
liday, Effect of interdiffusion and impurities on thin film
CdTe/CdS photovoltaic junctions, J. Mater. Sci. Mater.
Electron. 11, 525 (2000).

[24] N. Yao, Focused lon Beam Systems (Cambridge University
Press, Cambridge, UK, 2010).

[25] A. A.Taylor, J. D. Major, G. Kartopu, D. Lamb, J. Duenow,
R. G. Dhere, X. Maeder, S. J. C. Irvine, K. Durose, and B.
G. Mendis, A comparative study of microstructural stability
and sulphur diffusion in CdS/CdTe photovoltaic devices,
Sol. Energy Mater. Sol. Cells 141, 341 (2015).

[26] X. Liu, A. Abbas, M. Togay, V. Kornienko, R. Greenhalgh,
K. Curson, J. Bowers, K. Bath, M. Walls, E. Bastola, G.
Barros-King, A. B. Phillips, and M. J. Heben, The effect of
remnant CdSe layers on the performance of CdSeTe/CdTe
photovoltaic devices, Sol. Energy Mater. Sol. Cells 267,
112717 (2024).

[27] See the Supplemental Material at http://link.aps.org/
supplemental/10.1103/PRXEnergy.3.023002  for (i)
device performance parameters, (ii) STEM EDX Se inter-
diffusion profiles, and (iii) curtaining effect around grain
boundary porosity in the 400 nm CdSe sample.

[28] X. Zheng, E. Colegrove, J. N. Duenow, J. Moseley, and
W. K. Metzger, Roles of bandgrading, lifetime, band align-
ment, and carrier concentration in high-efficiency CdSeTe
solar cells, J. Appl. Phys. 128, 053102 (2020).

[29] G.T.Koishiyev, J. R. Sites, S. S. Kulkarni, and N. G. Dhere,
in 2008 33rd IEEE Photovoltaic Specialists Conference
(PVSC) (San Diego, CA, USA, 2008), pp. 1.

[30] J. Lee, N. C. Giles, D. Rajavel, and C. J. Summers, Room-
temperature band-edge photoluminescence from cadmium
telluride, Phys. Rev. B 49, 1668 (1994).

[31] B. G. Mendis, Planck’s generalised radiation law and its
implications for cathodoluminescence spectra, Ultramicro-
scopy 204, 73 (2019).

[32] V. Consonni, G. Feuillet, and S. Renet, Spectroscopic anal-
ysis of defects in chlorine doped polycrystalline CdTe,
J. Appl. Phys. 99, 053502 (2006).

[33] B. G. Mendis, D. Gachet, J. D. Major, and K. Durose, Long
lifetime hole traps at grain boundaries in CdTe thin-film
photovoltaics, Phys. Rev. Lett. 115, 218701 (2015).

[34] 1. Pelant and J. Valenta, Luminescence Spectroscopy
of Semiconductors (Oxford University Press, Oxford,
2012).

[35] P. B. Hirsch, A. Howie, R. B. Nicholson, D. W. Pashley,
and M. J. Whelan, Electron Microscopy of Thin Crystals
(Butterworths, Great Britain, 1965).

[36] R. A. Lomas-Zapata, A. W. Prior, and B. G. Mendis, A
simulation study of the role of anisotropic charge trans-
port and grain boundary recombination in thin-film Sb,Se;
photovoltaics, Sol. Energy 264, 112054 (2023).

[37] A. Romeo, D. L. BOStzner, H. Zogg, and A. N. Tiwari,
Recrystallization in CdTe/CdS, Thin Solid Films 361-362,
420 (2000).

[38] H.R. Moutinho, M. M. Al-Jassim, D. H. Levi, P. C. Dippo,
and L. L. Kazmerski, Effects of CdCl, treatment on the
recrystallization and electro-optical properties of CdTe thin
films, J. Vac. Sci. Technol., A 16, 1251 (1998).

[39] H. R. Moutinho, F. S. Hasoon, F. Abulfotuh, and L. L.
Kazmerski, Investigation of polycrystalline CdTe thin films
deposited by physical vapor deposition, close-spaced sub-
limation, and sputtering, J. Vac. Sci. Technol., A 13, 2877
(1995).

[40] M. Prutton, /ntroduction to Surface Physics (Oxford Uni-
versity Press, New York, 1994).

[41] D. A. Porter, K. E. Easterling, and M. Y. Sherif, Phase
Transformations in Metals and Alloys, 3rd ed. (CRC Press,
Florida, 2009).

[42] T. Gladman, On the theory of the effect of precipitate parti-
cles on grain growth in metals, Proc. R. Soc. London, Ser.
A 294, 298 (1966).

023002-14


https://doi.org/10.1063/1.5123169
https://doi.org/10.1021/acs.jpcc.9b08373
https://doi.org/10.1088/1361-6463/abbb47
https://doi.org/10.1016/0001-6160(62)90092-5
https://doi.org/10.1016/j.actamat.2020.07.052
https://doi.org/10.1016/S1359-6462(00)00324-9
https://doi.org/10.1016/S0040-6090(99)00783-X
https://doi.org/10.1016/S0040-6090(99)00782-8
https://doi.org/10.1023/A:1026565632569
https://doi.org/10.1016/j.solmat.2015.06.010
https://doi.org/10.1016/j.solmat.2024.112717
http://link.aps.org/supplemental/10.1103/PRXEnergy.3.023002
https://doi.org/10.1063/5.0013726
https://doi.org/10.1103/PhysRevB.49.1668
https://doi.org/10.1016/j.ultramic.2019.05.007
https://doi.org/10.1063/1.2174117
https://doi.org/10.1103/PhysRevLett.115.218701
https://doi.org/10.1016/j.solener.2023.112054
https://doi.org/10.1016/S0040-6090(99)00753-1
https://doi.org/10.1116/1.581269
https://doi.org/10.1116/1.579607
https://doi.org/10.1098/rspa.1966.0208

	I.. INTRODUCTION
	II.. EXPERIMENTAL METHODS
	III.. RESULTS AND DISCUSSION
	A.. 100 nm CdSe device microstructure
	B.. 400 nm CdSe device microstructure
	C.. Absorber layer grain growth mechanism

	IV.. SUMMARY
	. ACKNOWLEDGMENTS
	. REFERENCES


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile ()
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 5
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Average
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages false
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Average
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages false
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Average
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /PDFX1a:2003
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError false
  /PDFXTrimBoxToMediaBoxOffset [
    33.84000
    33.84000
    33.84000
    33.84000
  ]
  /PDFXSetBleedBoxToMediaBox false
  /PDFXBleedBoxToTrimBoxOffset [
    9.00000
    9.00000
    9.00000
    9.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV <>
    /HUN <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken voor kwaliteitsafdrukken op desktopprinters en proofers. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents for quality printing on desktop printers and proofers.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames false
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks true
      /AddColorBars false
      /AddCropMarks true
      /AddPageInfo true
      /AddRegMarks false
      /BleedOffset [
        9
        9
        9
        9
      ]
      /ConvertColors /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure true
      /IncludeBookmarks true
      /IncludeHyperlinks true
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MarksOffset 6
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PageMarksFile /RomanDefault
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


