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Significant structural evolution occurs during the deposition of CuInSe2 solar materials when the Cu
content increases. We use in situ heating in a scanning transmission electron microscope to directly observe
how grain boundaries migrate during heating, causing nondefected grains to consume highly defected
grains. Cu substitutes for In in the near grain boundary regions, turning them into a Cu-Se phase topotactic
with the CuInSe2 grain interiors. Together with density functional theory and molecular dynamics
calculations, we reveal how this Cu-Se phase makes the grain boundaries highly mobile.
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Thin-film solar cells with CuðIn;GaÞSe2 (CIGS) abso-
rber layers have reached conversion efficiencies of up to
23.35% [1–6]. For fabricating high-performance CIGS
absorber layers, a three-stage coevaporation process has
been established [7]. In the second stage of this process,
Cu-Se is coevaporated on a ðIn;GaÞ2Se3 precursor forming
a CIGS layer, during which the ½Cu�=ð½In� þ ½Ga�Þ ratio
changes from <1 to >1, referred to as the “Cu-poor to Cu-
rich transition” (Supplemental Material [8], Fig. S01).
Significant structural changes occur during this transition,
including an increase in the average grain size [16–19], a
decrease in the stacking fault density [19–21], composi-
tional changes at the grain boundaries (GBs) [22], phase
transitions [23], as well as stress relaxation [17,19]. In order
to achieve a fundamental understanding of the structure
evolution, structural information during growth down to the
atomic scale is essential, which has so far remained lacking.
In the present study, CIS was chosen as an initial system

in order to exclude the complicating issue of the Ga=In
gradient change in the CIGS system. We monitored both
structural and compositional evolutions in detail during the
Cu-poor to Cu-rich transition in CIS thin films by perform-
ing in situ heating inside a scanning transmission electron
microscope (STEM). The results show that grains with
high-density planar defects tend to be consumed by grains
without apparent planar defects. Furthermore, elemental
mapping revealed that a Cu-Se secondary phase formed

adjacent to the GBs, which was shown to support high ionic
conductivity by density functional theory (DFT) calcula-
tions. Combining all these results leads to an overall picture
and fundamental understanding of how Cu and In diffusion
at GBs assists the GB migration and grain growth. Such a
secondary-phase-assisted GB migration mechanism not
only can apply to similar systems such as CuInS2 with
Cu or Ag diffusion [24,25], but might also be intentionally
induced in other polycrystalline materials such as ceramics
[26,27] or semiconductors [28,29] developing new meth-
ods of growth leading to defect-free materials.
A Cu-poor CIS layer was deposited on glass via a

coevaporation process. An additional Cu-Se layer was
deposited on this CIS layer at a low temperature of
150 °C to impede the diffusion between the two layers,
until an integral Cu-rich composition was reached. Then a
focused ion beam was used to prepare specimens for
STEM. Time-series STEM images and electron energy-
loss spectroscopy (EELS) elemental maps recorded during
in situ heating were converted into movies (Supplemental
Material [8–15]). Annular dark-field (ADF) imaging was
used, in which the intensity is roughly proportional to the
square of the atomic number Z, so-called Z-contrast
imaging [30]. The VASP package [31] was used to carry
out DFT calculations. The diffusion processes were simu-
lated via ab initio molecular dynamics (MD) calculations.
For more details see the Supplemental Material [8].
Figure 1 (frommovie 1 in the Supplemental Material [8])

shows typical microstructural changes that occur during
in situ heating. The planar defects are visible as parallel
lines in the CIS grains. A comparison with the structure
before and after being heated up to 450 °C shows that the
CIS grains with high-density planar defects tend to be
consumed by the grains without apparent planar defects.
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This is consistent with results obtained by in situXRD [32].
Always, the GB migration directions are towards the grains
containing high-density planar defects.
We also performed a comparison experiment on a similar

CIS layer, but without the excess CS capping layer
(Supplemental Material, Fig. S02 and movie 2). No GB
migration was observed, and the high-density planar
defects within the CIS grains still remained, showing that
below 450 °C an excess CS layer is essential for the GB
migration.
To understand how the excess CS layer affects the

grain growth, we performed simultaneous STEM imaging
(movie 3) and EELS elemental mapping (movies 4–6)
during in situ heating of the CS=CIS specimen. Cu diffused
from the CS capping layer towards the CIS layer, while In
diffused from CIS towards the CS layer. In contrast, the Se
distribution did not exhibit any substantial change during
the entire process.
Various phenomena were observed at different temper-

atures, and a selection of important compositional changes
are shown in Fig. 2.
(i) At 155 °C, the Cu concentration in the CIS layer

increased gradually.
(ii) At 185 °C, In started to segregate to the top surface of

the CS capping layer, forming new CIS islands at the top
surface of the CS layer.
(iii) At 245 °C, Cu started to become enriched along the

CIS GBs.
(iv) At 335 °C, GBs started to migrate slowly.
(v) At 365 °C, GB migration became more obvious: the

grains with high-density planar defects were consumed by

the grains without planar defects. Cu enrichment and In
depletion were observed at the migrating GB.
(vi) At 395 °C, Cu replaced some In transforming

some CIS grains into CS grains (Supplemental Material,
Fig. S03 [33]).
(vii) After heating up to 450 °C, 10.5% of the CIS layer

has transformed to the Cu2−xSe phase. 22.0% of the CS
layer has transformed to the CIS phase.
Higher-resolution EELS maps consistently show Cu

enrichment and In depletion at GBs, while the Se concen-
tration remains almost unchanged, as shown in Fig. 3(a).
Such Cu-rich and In-poor CIS GBs have also been reported
in CIGS and CIS interrupted at early growth stages [34].
More detailed investigations show that the chemical var-
iations are, however, not sharply localized at the GB planes
as reported in completed CIGS thin films [35] or other thin
film solar materials [36,37], but are spread over 10–20 nm
from the GB planes (Supplemental Material, Fig. S04).
Atomic-resolution imaging at such Cu-rich and In-poor

GBs shows a gradual phase transition [Fig. 3(b)] from a
chalcopyrite CuInSe2 phase [Fig. 3(d)] inside the CIS grain
towards an antifluorite (Fm-3m) Cu2−xSe phase [Fig. 3(c)]
near GBs. The antifluorite Cu2−xSe phase is known as the
high-temperature phase of this material [38,39]. The
possibility of phases overlapping or crystal bending can

FIG. 1. Structure (a) before and (b) after in situ heating in
STEM (extracted from movie 1 in the Supplemental Material [8])
shows that the CIS grains with high-density planar defects
(marked by orange dashed ovals) tend to be consumed by the
grains without planar defects. GBs migration directions are
marked by orange arrows. FIG. 2. Simultaneous STEM imaging and EELS elemental

mapping during in situ heating of a CS=CIS specimen (extracted
from movies 3–6). In the contrast-enhanced images, the white
dashed lines mark the original GB position, while the red dashed
lines mark its current position. The grain with high-density planar
defects became smaller during heating, while the grain on its right
side without planar defects grew larger. Cu accumulated and In
depleted at the migrating GB between these two grains.

PHYSICAL REVIEW LETTERS 124, 095702 (2020)

095702-2



be excluded because atomic-resolution EELS mapping
[Fig. 3(e)] confirms this gradual phase change: Se atoms
remain on their lattice sites, while Cu and In interdiffuse.
The corresponding concentration maps for Fig. 3(e) are
shown in Supplemental Material, Fig. S05, demonstrating a
gradual composition transition from 25% Cu, 23% In, and
52% Se in the CIS phase to 59% Cu, 6% In, and 35% Se
towards the CS phase. The structure of this intermediate
phase can be considered as an antifluorite (Fm-3m)
Cu2−xSe phase with In atoms sitting on some Cu sites
(Fig. S06). More towards the GBs, the In concentration
becomes zero at the Cu=In sites and the intermediate CIS
phase becomes antifluorite CS.
In the past, a topotactic reaction of CS and CIS with a

continuous Se lattice was suggested for the growth of CIS
crystals from a Cu-Se liquid on the surface of CIS, with an
intermediate solid Cu2−xSe phase [40,41]. Occasionally,
small platelets with Cu2−xSe phases were found at GBs in
Cu-poor CIGS [42]. Our results show that such topotactic

transitions between CIS and Cu2−xSe phases commonly
exist near the CIS GBs when sufficient Cu diffuses
into GBs.
In order to understand the Cu and In diffusion, DFT

calculations were carried out to obtain the formation
energies of intrinsic defects in the antifluorite phase
Cu2Se. DFT results (Supplemental Material, Fig. S07)
demonstrate that the formation energy of a Cu vacancy
(VCu) is negative (< − 0.2 eV), implying that Cu vacancies
easily form leading to the observed Cu2−xSe configuration.
Furthermore, it is found that the formation energy of an
InCu antisite defect (2–2.9 eV) is low enough for some In
atoms to occupy Cu sites in the antifluorite Cu2−xSe lattice
forming the observed intermediate CIS phase.
Furthermore, the nudged elastic band (NEB) method was

used to calculate the diffusion energy barriers for the
relevant defects (Supplemental Material, Fig. S07). The
diffusion barrier for Cu to jump from an interstitial site
(Cui) to another Cui is about 1 eV, while from one VCu to

FIG. 3. (a) EELS mapping shows Cu enrichment and In depletion at all GBs. (b)–(d) Atomic-resolution Z-contrast images show a
gradual phase transition from (d) a chalcopyrite phase CuInSe2 inside the grain towards (c) an antifluorite (Fm-3m) phase Cu2−xSe near
the GB. (e) EELS elemental maps confirm this gradual phase change: Se atoms stay in their lattice, while Cu and In interdiffuse.

FIG. 4. (a) DFT calculations show that in the presence of VCu, the diffusion barrier for an In atom (blue ball) to move from one
interstitial to another interstitial position is only ∼0.38 eV. The red balls show the Cu sublattice. (b) STEM Z-contrast imaging shows
bright contrast at dislocations along a small-angle GB at the intermediate CIS phase. (c) Columns with bright contrast appear between
the normal Cu=In and Se sites, both at and near the dislocation. (d) EELS mapping shows the interstitial columns are In, and Cu
depletion occurs in the area, supporting the DFT results of easy formation of VCu þ Ini þ VCu clusters.
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another VCu is much lower, below 0.2 eV. Therefore,
vacancy-assisted Cu diffusion can occur easily in this
CS structure, which is consistent with previous reports
that refer to the Cu2−xSe phase as a superionic conduc-
tor [38,39].
Next, the diffusion barrier for In in CS was calculated.

Moving an InCu from one Cu site to another Cu site without
the presence of Cu vacancies would involve the formation
of both In and Cu interstitials, which is energetically
unfavorable. Interestingly, as soon as there is a VCu next
to the InCu, the structure relaxes into a configuration in
which the In atom is located in an interstitial site becoming
Ini, and is surrounded by two VCu sites (VCu þ Ini þ VCu
cluster), as shown in the initial and final structure in
Fig. 4(a). In such a configuration the diffusion barrier of
Ini is only ∼0.38 eV, showing that In exhibits fast diffusion
in Cu2−xSe with the assistance of nearby VCu. Such a
vacancy-assisted ion diffusion mechanism is similar to the
one suggested for Y diffusion in Fe [43].
Since the NEB method only calculates the energy

barriers for single jumps, we also carried out ab initio
MD calculations to simulate a continuous In diffusion
process at 700 K (Supplemental Material, Fig. S08). The
results further indicate that In prefers to jump from
interstitial to interstitial site with two neighboring VCu,
suggesting a VCu-assisted In diffusion mechanism.
Using STEM we indeed detected the In interstitials at

strained areas near CIS GBs. As shown in Fig. 4(b),
columns with bright contrast are found at periodic dis-
locations along a small-angle boundary near CIS GBs. Z-
contrast imaging in Fig. 4(c) shows that columns with
bright contrast are located at atomic sites in between Cu=In
sites and Se sites. This observation applies for the dis-
locations and the strained area around them. For the latter
case, the bright columns can be interpreted as accumu-
lations of interstitial atoms. Atomic-resolution EELS
elemental mapping in Fig. 4(d) shows In enrichment at
the bright interstitial columns and Cu depletion at and near
these sites. Se atomic positions are hardly affected. A
spectrum image of a larger area containing a cluster of
interstitials confirms this finding [Supplemental Material,
Fig. S09(a)]. In enrichment and Cu depletion were also
observed for the bright columns at the dislocation cores
[Supplemental Material, Fig. S09(b)]. The bright contrast at
the In columns comes from the high atomic number (49) of
In compared with Cu (29) and Se (34), and likely also from
the lattice strain.
The discovery of In interstitials with nearby Cu defi-

ciency strongly supports the results of the DFT calcula-
tions, which show that the formation of VCu þ Ini þ VCu
clusters is energetically favorable. The situation in dis-
location cores is more complicated as the atomic configu-
ration with line defects is different from the perfect crystal.
However, the existence of In columns in between Cu=In
sites and Se sites with nearby Cu deficiency, might also

happen because of the easy formation of VCu þ Ini þ VCu
clusters. Additionally, segregation of In atoms with
coinciding Cu depletion was also found at random GBs,
as shown in Figs. S10–S11 in the Supplemental Material.
These results indicate that both the dislocations and GBs
provide extra diffusion routes for In atoms, besides that
through interstitials suggested by the MD simulation.
These results provide a comprehensive picture of how

Cu-In diffusion assists GB migration in CIS (Fig. 5). The
key is the formation of the secondary CS phase at the GBs.
In the CS phase, Cu is highly mobile, and In can easily
diffuse through interstitials with the assistance of surround-
ing Cu vacancies. The fast diffusion of Cu and In atoms in
the CS phase also explains why In already diffused through
the capping CS layer and replaced the surface Cu at
temperatures below 185 °C. For the case of CIS GBs
without an extra CS phase, all Cu, In, and Se atoms need
to rearrange in order to migrate the CISjCIS GBs, a process
which requires a high enthalpy. However, when extra CS
phases form at the CIS GBs, the GB geometry becomes
CIS-CSjCS-CIS, and the CS phase at each side of the GB
exhibits an atomic lattice topotactic with that of its adjacent
CIS grain interior. Since both Cu and In can diffuse easily
in the CS phase, the only energetically demanding factor
for the GB migration is that of rearranging the Se lattice at
the CSjCS boundary. Hence, the CIS-CSjCS-CIS GBs are
far more mobile than the original CISjCIS GBs.
Furthermore, the fact that the mobile GBs tend to migrate

towards the defected CIS grains can be explained by the
energy saved by removing lattice defects [32]. The reduc-
tion of the lattice defects increases the quality of the CIS
absorber layers (likely also for CIGS), which explains why
the Cu-poor to Cu-rich transition in the second stage is
essential for device functionality. During the third stage of
the three-stage growth process, the ratio of Cu=In
decreases, and the CS secondary phase at the GBs might
transform back to the CIS or CIGS phases. Nevertheless,
such CS secondary phases are occasionally found at the
GBs of bulk CIGS after a full three-stage growth [42],
consistent with the present observation.
To summarize, using in situ heating in STEM, we

directly monitored the structure evolution in CIS during
a Cu-poor to Cu-rich transition. GBs migrate from non-
defected CIS grains towards the highly defected grains.
Cu-In diffusion transforms the nanometer-sized regions
near the GBs into an antifluorite Cu2Se phase, which
exhibits a lattice topotactic with that of the CIS grain
interiors. Theoretical calculations show that Cu and In are
highly mobile in this CS phase, greatly enhancing the GB

FIG. 5. Sketch showing the GB migration mechanism.
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mobility. These insights improve our understanding of the
growth of CIS and CIGS solar materials, and might also
reveal a general mechanism of GB migration and defect
annihilation for a wide range of solid-state materials.
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