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ABSTRACT

Using first-principles density functional calculations, we investigate the structure and properties of previously unstudied grain boundaries
(GBs) in the solar absorber material copper-zinc-tin-sulfide (CZTS). We identify four stable low-X value symmetric tilt GBs with low
formation energies: X3 (111) and X5 (201), each with two different GB terminations. Compared to CdTe and CulnSe, GBs in the quaternary
semiconductor CZTS exhibit a wider variety of electronic states due to the more complex chemical environment near the GB, including under-
coordinated atoms and dangling bonds. Further analysis confirms that strong dangling bonds introduce deep gap states in all GBs studied. We
also investigate segregation and electronic properties of intrinsic point defects to GBs and find that one of the X3 (111) GBs exhibits an abnor-
mal defect segregation behavior that favors Cu-poor (Zn-rich) GB composition, which is beneficial for its overall performance.

© 2023 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0147435
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INTRODUCTION

The kesterite phase of the quaternary semiconductor
Cu,SnZnS, (CZTS) has been identified as a promising low-cost
absorber material for thin-film solar cells."” Its non-toxic and
earth-abundant elemental composition makes it an attractive candi-
date compared to alternatives such as CdTe and Cu(In,Ga)Se,
(CIGS) solar cells, which face toxicity issues and material
scarcity.”™ It is reported that CZTS has a direct bandgap of about
1.5eV, which is close to the optimum single-junction value.”
However, the power conversion efficiency record of CZTS is far
lower than that of the CdTe and CIGS thin film solar cells.”"” This
deficiency has been attributed to issues including low open circuit
voltage,'"'” Cu-Zn disorder,'™'* and, particularly, the detrimental
properties of grain boundaries (GBs).'>'°

More generally, GBs are commonly associated with enhanced
carrier recombination and reduced efficiency due to deep trap
states induced by unavoidable dangling bonds and segregation of
point defects.'” " Although GBs are widely observed in CZTS
films,”' = direct information on their structure and electronic
properties that can be invaluable for optimizing material

performance remains scarce. Theoretical studies are also relatively
uncommon and challenging as direct information on the atomic
scale structure of GBs in CZTS is not available from experiments.
Previous first-principles simulations have mainly focused on the
electronic properties of £3 (114) GBs,”*™*° with structures obtained
through the cation mutation of similar GBs in CdTe and CulnSe,.
A more recent study also considered £3 (112) GBs in CZTS,”
which, if present, would be expected to separate grains along the
growth direction due to the preferential (112) grain texture of {2
CZTS thin films.”' However, columnar growth is usually observed
in thin films where GBs are more likely to form on planes perpen-
dicular (or near-perpendicular) to the preferred (112) grain texture,
which is not the case for any of the previously studied GB types.
Therefore, predictive modeling of other GB types in CZTS is
urgently needed to better understand their effects in real films.

A second challenge to modeling GBs in CZTS is that the large
supercell sizes required often prohibit full geometry optimization
and electronic structure calculation using the hybrid functionals,
such as HSE06,”® which has been shown to predict the structure
and bandgap of CZTS in good agreement with experiments. A
common approach to this issue is structural optimization using
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computationally cheaper semi-local approximations to exchange
and correlation, e.g., generalized gradient approximations (GGAs),
followed by the calculation of electronic properties using the accu-
rate hybrid HSE06 functional.”® However, recent reports have
shown that this yields significant errors in structures and bandgaps
for CZTS.”*~*! Thus, an accurate simulation of GBs with an afford-
able approach remains a challenge.

In this article, we tackle the challenges identified above by
employing first-principles simulations to predict the structure of
two previously unstudied GB orientations in CZTS and investigate
their electronic properties. The MS2 meta-GGA functional is used
for geometry optimization followed by the calculation of electronic
properties with HSE06, which, as shown previously, yields accurate
structures and bandgaps for bulk CZTS.” We identify four new
CZTS GBs with low formation energies: two X3 (111) (Zn-Zn core
and S-S core) and two X5 (201) (Cu+Zn core and S-S core).
Analysis of their electronic structures indicates that one X3 (111)
GB and one X5 (201) GB should be electronically benign as no
deep trap states are present. We also consider defect segregation
behavior in all new GBs, and the results show that an easily formed
Cu-poor (Zn-rich) environment in the £3 (111) GB (S-S core) is
reported to be beneficial according to the previous experimental
results. Our work not only enriches the CZTS GB family, but also
provides a deep insight into how to explore new GBs from
simulations.

METHODS

First-principles density functional theory (DFT) calculations
using the projected augmented-wave method (PAW) were per-
formed using the Vienna ab initio simulation package (VASP).”>*
An energy cutoff of 400 eV for the plane wave basis set was used
throughout all calculations. The atomic structure of all GB models
was carefully optimized with the MS2 meta-GGA functional’*
since it has been proven to give much more accurate structures for
bulk CZTS (a=5.40 A, c=10.84 A) compared to other GGA or
meta-GGA functionals.”’ Total energies were converged to 107° eV
and structures optimized until all atomic forces were less than
0.01eV A", A reduced k-point mesh of 3 x3 x 1 for £3 (111) GBs
and 5 x 1 x 1 for X5 (201) GBs was used during geometry optimiza-
tion. For a more accurate prediction of GB/defect energy levels and
band edge positions, the electronic properties are recomputed using
the hybrid HSE06 functional (using the gamma-point only) based
on the MS2-optimized structures.

All GBs were constructed based on slab models with free
surfaces terminated with pseudo-hydrogen to prevent unphysical
charge transfer. Pseudo-hydrogen with fractional charge
o = (8 — Z)/4 (where Z is the valence electron of the atom in the
compound) was used according to the passivation scheme pro-
posed by Wang et al,”” which has been successfully applied to
other tetrahedral semiconductors.”” In this case, the fractional
charge o used for Cu, Zn, Sn, and S was 1.75, 1.5, 1.0, and 0.5,
respectively. To prevent interactions between adjacent supercells, a
minimum of 10 A vacuum spacing between free surfaces was main-
tained. The optimized lattice constants for X3 (111) GBs are
a=7.63 A, b=12.11 A, and c=64.15 A and for 5 (201) GBs are
a=539A,b=2234 A, and c=49.78 A.

ARTICLE scitation.org/journalljap

RESULTS AND DISCUSSION

We consider two low-index orientations that are perpendicular
to the experimentally observed (112) film texture’' as model GB
planes that may separate columnar grains in CZTS films: X3 (111)
and X5 (201). For each GB orientation, we consider two possible
mirror symmetric grain terminations: Cu+ Zn-rich termination
created by adjoining two Cu + Zn terminated grains and S-rich ter-
mination created by adjoining two S terminated grains. To identify
stable rigid body translations, we construct stoichiometric periodic
supercells for each orientation with both Cu+ Zn-rich and S-rich
GBs separated by at least 27 A to minimize interactions between
periodically repeated images. Following the gamma surface
approach,”” we optimize all configurations for rigid body transla-
tions parallel to the GB plane in 1 A intervals in both x and y
directions and perpendicular to the GB plane in 0.5 A intervals in
the z direction. Initially, the MS2 functional with an increased
energy tolerance of 107" eV is used for geometry optimization to
save the computational cost. Figures 1(a) and 1(b) show the corre-
sponding gamma surfaces with the most stable translation states
identified as (0, 0, 1) and (0, 6, 0.5) A for £3 (111) and =5 (201)
GB supercells, respectively. The most stable structures are then
re-optimized using the MS2 functional and tighter energy tolerance
(namely, 107°eV) yielding the structures shown in Figs. 1(c)
and 1(d). The corresponding GB formation energies are calculated
as follows:

E _ Egp — N X Epyi
= >

2A
where Egg is the total energy of the GB supercell, Epyi is the
energy per formula unit of bulk CZTS, N is the number of CZTS
formula units in the GB supercell, and A is the cross-sectional GB
area. The calculated formation energies for X3 (111) and X5 (201)
GBs are 0.83 and 1.35Jm™?, indicating that they are energetically
stable (similar to that of the more widely studied X3 (112) and X3
(114) GBs). However, since the supercells contain two GBs, their
formation energies represent an average of both terminations.

To address the properties of individual GB terminations, a dif-
ferent approach is required. Based on the structures obtained
above, we construct four new GB supercells, each containing only a
single GB and two free surfaces separated by a vacuum gap. The
free surfaces are passivated using a pseudo-hydrogen approach as
described in the Methods section, and the supercells are fully reop-
timized using the MS2 functional. In the following, we refer to
these four GB models as GB1 [X3 (111) Zn-Zn core], GB2 [X3
(111) S-S core], GB3 [Z5 (201) Cu + Zn core], and GB4 [X5 (201)
S-S core]. Figures 2(a)-2(d) show the atomic structure of these
four models in the vicinity of the GB, while their full configurations
are shown in Fig. S1 in the supplementary material. The structures
of single-GB supercell models are found to be very consistent with
that of double-GB supercell models (differences in bond lengths
near the GB less than 0.1 A).

Examining the structures of X3 (111) GBs in CZTS, we find a
short Zn-Zn bond (2.280 A) in the Zn-Zn core GB (GB1). This
shares some similarities with X3 (112) GBs of binary chalcogenide
CdTe.”® However, unlike CdTe, the corresponding S-S core GB
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FIG. 1. Gamma surfaces showing how the GB formation energy varies with rigid body translation for (a) £3 (111) and (b) £5 (201) GB supercells. The most stable transla-
tion states are identified as (0, 0, 1) and (0, 6, 0.5) A for =3 (111) and =5 (201) GB supercells, respectively, and the corresponding structures optimized with the MS2 func-
tional are shown in (c) £3 (111) and (d) =5 (201). The configurations of the GB area are highlighted with blue dashed lines. Blue, purple, gray, and yellow balls represent

Cu, Zn, Sn, and S atoms, respectively.

(GB2) has no short S-S bonds (the shortest S-S bonds are 3.204
and 3.263 A). For 5 (201) GBs in CZTS, we find weak Zn-Zn
(2.776 A) and strong Cu-Cu bonds (2.648 A) present in the
Cu + Zn core GB (GB3), albeit longer than in the case for GB1. For
the S-S core GB (GB4), several short S-S bonds are present (2.183,
2.228, and 2.903 A).

We will now turn to address the electronic properties of the
GB models described above. However, we would first like to high-
light how the approach used for optimizing the GB structures can
have a significant effect on the results obtained. The large supercell
sizes involved in GB modeling make full geometry optimization
using the accurate hybrid HSE06 functional prohibitively expensive
in terms of computational cost. The commonly employed alterna-
tive is to optimize the structure using a GGA functional (e.g., PBE)
followed by the calculation of electronic properties using HSE06
but without geometry optimization. However, previous studies have
shown that this can lead to significant errors in the determination
of the bulk bandgap of CZTS due to the inaccurate prediction of
Sn-S bond lengths by PBE.”” Our previous work™® has shown that
the MS2 functional yields a more accurate Sn-S bond length (2.436
A) and, therefore, a more accurate basis for electronic structure cal-
culations using HSE06. To further confirm whether the MS2 func-
tional also works well in CZTS GBs, we have performed equivalent
GB structure optimizations using the PBE functional to allow com-
parison, with key results summarized in Table I. We find that for
all MS2-optimized GBs, the Sn-S bond length in the center of the
grains (see Fig. S1 in the supplementary material for definition) is

very close to that of the bulk crystal (2.41+0.01 A from experi-
ment’” and 2.418 A from DFT using HSE06),”’ whereas in the
PBE-optimized GBs, the Sn-S bond length is around 0.02 A
longer. While a small increase leads to a 0.1 eV predicted decrease
in the bandgap of CZTS.”>”" More significantly, single point
energy calculations with the HSE06 functional show that
MS2-optimized GB structures are significantly more stable than
those optimized with PBE. For each GB, the HSE06 computed
energy difference between PBE and MS2 optimized structures (AE)
ranges from —0.74 to —0.29 eV (Table I). There are also significant
differences in the structure near the GB with the S-S dangling

bond in GB2 showing the largest difference of 0.15 A. Importantly,

the negative values of AE indicate that all GB structures optimized
using the MS2 functional are more energetically stable than those
optimized using PBE.

The dangling bonds at GBs identified above have important
effects on their electronic properties. As shown in Fig. 2(e), trap
states (both shallow and deep) are present in all CZTS GBs due to
the complex chemical environment in GB areas, including under-
coordinated atoms and dangling bonds. GBl1 [X3 (111)
Cu + Zn-rich] has an occupied deep trap associated with the short
Zn-Zn dangling bond. Additional shallow occupied hole and elec-
tron traps are located above the bulk valence band maximum
(VBM) and below the bulk conduction band minimum (CBM),
respectively. Further analysis of band decomposed charge densities
indicates that these shallow states are delocalized in the vicinity of
the GB. GB2 [Z3 (111) S-rich], on the other hand, presents no
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FIG. 2. Relaxed atomic structures of (a) GB1 (£3 (111) Zn-Zn core), (b) GB2 (23 (111) S-S core), (c) GB3 (X5 (201) Cu + Zn core), and (d) GB4 (x5 (201) S-S core).
Black dashed lines indicate the GB plane. (€) Density of states (calculated using the HSE06 functional) projected in the bulk-like and GB regions of GB1, GB2, GB3, and
GB4 (from top to bottom). The zero of the energy scale is set to the valance band maximum of bulk CZTS. The black dashed lines represent the Fermi energy and the
blue-shaded peaks highlight the deep trap states. Blue, purple, gray, and yellow balls represent Cu, Zn, Sn, and S atoms, respectively.

deep traps, consistent with the absence of short dangling bonds,
but does introduce some similar shallow unoccupied hole traps
above the bulk VBM. Unexpectedly, GB3 [X5 (201) Cu + Zn-rich]
presents no shallow or deep gap states. This suggests that the rela-
tively short Zn-Zn (2.776 A) and Cu-Cu bonds (2.648 A) are
benign in terms of their effect on the near-gap electronic structure.
However, GB4 [X5 (201) S-rich] has an unoccupied deep gap state

TABLE |. Average Sn-S bond length in the bulk-like area of different GBs after

associated with short S-S bonds and unoccupied shallow hole
states near the bulk VBM, but no gap states are found below the
bulk CBM. The deep trap states found for GB1 and GB4 would be
expected to play a significant role in non-radiative recombination
and, therefore, be detrimental to the overall performance of thin
film CZTS solar cells. Similar deep trap states have also been
reported in GBs of binary and ternary chalcogenide compounds
CdTe" and CulnSe,”* also associated with anion-anion or cation—
cation dangling bonds. Among all the GBs considered here, GB3 is
the most benign as it shows no GB trap states at all, despite intro-
ducing shorter Cu-Cu and Zn-Zn bonds than present in the bulk

pd'GEVITL0'S L 200SYLIYSYYZ89LISEYLL0'G/E90L 0L/10p/pd-sjonie/deldie/bio-diesqnd/:duy woy pepeojumoq

geometry optimization by PBE (ds,_s-PBE) and MS2 (ds,_s-MS2) functionals. Total
energy difference (AE) computed using the HSEO6 functional between PBE- and
MS2-optimized GB structures. The negative value of AE indicates that the GB struc-
ture optimized by MS2 is more stable.

crystal.

As a quaternary compound, CZTS has many possible intrinsic

GB type dg,_s-MS2 (A) dg,_s-PBE (A) AE (eV)
GB1 2.435 2.454 —0.54
GB2 2438 2453 —0.29
GB3 2.438 2.459 —0.74
GB4 2.436 2.458 —0.51

point defects, such as vacancies (Vcy, Vzn, Vsn, and Vg), intersti-
tials (Cuy, Zn;, Sny, and S;), and antisites (Cug,, Znc,, Sng,, and
Zng,). The stability and electronic properties of such defects play a
key role in the formation of secondary phases, Cu-Zn disorder,
and, ultimately, the efficiency of CZTS solar cells.""** Among all
possible intrinsic defects, cation antisite defects have been reported
to have low formation energy in bulk CZTS.” However, their
behavior in GBs has not been well explored. Point defects often

J. Appl. Phys. 133, 145002 (2023); doi: 10.1063/5.0147435
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segregate to GBs where they may be harmful to material perfor-
mance (e.g., increased non-radiative recombination) or in some
cases beneficial (e.g., due to the elimination of dangling bonds and
associated deep gap states).”* To provide insight into defect segre-
gation behavior in the four new CZTS GBs identified above, we
consider the segregation energy and electronic properties of four
typical cation antisite defects (namely, Cugz, Znc, Cus, and
Snc,). Here, we introduce point defects in a neutral charge with
respect to the pristine GB model. However, defects will adopt a
charge state self-consistent with the Fermi level for the GB [see
Fig. 3(e)]. For example, donor defects may become ionized and
increase the carrier concentration in an n-type GB.

The segregation energy is calculated as the energy difference
between a configuration with the point defect in the center of one
of the grains (i.e., corresponding to a bulk-like region) and the
most stable defect in the GB region (such that negative segregation
energies represent favorable segregation to the GB). All possible
defect sites in the GB are considered in order to identify the most
stable. Segregation energies are calculated using the HSE06 func-
tional with structures obtained by geometry optimization with the
MS2 functional. The results are summarized in Fig. 3, with further
details given in Table S1 in the supplementary material.

In the majority of cases, defects are found to preferentially seg-
regate to all GBs considered. The driving force for segregation is
particularly strong for Cus, and Snc, defects with segregation ener-
gies below —1eV in all but one anomalous case (Cus, in GB2).
The most preferential segregation sites of Cus, and Snc, are both
junction points that connect to two grains. As for Cuy, and Zng,
defects, no strong driving force for segregation behavior has been
found in all GB models since the absolute values of their segrega-
tion energies are no more than 0.5eV, except for one anomalous
case (Znc, in GB2). A deeper insight into the anomalous cases in

Defect
SnCu q?Sn ch.. CuZn

0.0 |_|'_‘_ 0.0
; ]
o st L L1405
>} Z= N
io el
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S st 415
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E” 2.0 — GB3 <-20
@ — GB4

25 S --25

FIG. 3. Segregation energy of Cuz,, Zng,, Cuspn, and Sng, to different GBs.
The red dashed circle represents an anomalous defect segregation behavior in
GB2. All segregation energies are calculated using the HSEQ6 functional with
structures obtained by geometry optimization with the MS2 functional.
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GB2 will be provided in the following section. The low formation
energy of Cuz, and Znc, antisites means they are common defects
in CZTS and responsible for the observed Cu-Zn disorder.
However, the segregation energies of Cuy, and Znc, antisites to a
given GB are often found to be quite different, which means one
may expect local variations in Cu-Zn stoichiometry at GBs.
Furthermore, such variations in stoichiometry can be different for
different GB types (e.g., Zn-rich in the case of GBI and GB2 and
Cu-rich in the case of GB4). Such heterogeneity of GB properties
will present a serious obstacle to the passivation of GB defects in
order to optimize CZTS for solar cell applications.

On the other hand, previous works have shown that in some
cases, rather than being a hindrance, the segregation of point
defects to GBs can help passivate GBs by removing deep trap states
associated with dangling bonds.">*® GB1 and GB4 (Fig. 2) provide
two examples of GBs with deep states associated with dangling
bonds (Zn-Zn in GB1 and S-S in GB4), as one might not expect
any of the cation antisite defects considered to remove the S-S dan-
gling bond in GB4. However, the Zn-Zn dangling bond is broken
by the segregation of Cuy, (which as noted previously, is a defect
with low formation energy) to GB1 and the deep gap state is
removed as shown in Fig. S2 in the supplementary material. Thus,
once intrinsic cation antisite defects are taken into account, only
GB4 remains as problematic with respect to deep gap states. To
passivate this GB, other intrinsic defects on the anion sublattice or
extrinsic dopants would be needed.

It should be noted that among all GBs, GB2 shows an abnor-
mal defect segregation behavior. First, as mentioned before, the
Cusg,, defect exhibits a positive segregation energy in GB2, which
means this defect favors bulk regions, leaving the GB in a Cu-poor
environment. Second, the Zng, antisite shows an unusual strong

negative segregation energy in GB2, which indicates that such a ¢

defect prefers locating at the GB area, leaving the GB in a Zn-rich

environment. All these results clearly show that GB2 would easily

become Zn-rich and Cu-poor based on the low formation energy
of these defects. Previous works'’ ™" have reported that such a
Zn-rich (Cu-poor) environment is particularly beneficial for CZTS
solar cell efficiency. Indeed, the GB projected density of states
(Fig. S3 in the supplementary material) shows that no additional
trap states are introduced when the Znc, antisite segregates to GB.
Therefore, GB2 remains benign even in the presence of intrinsic
antisite defects.

To understand why Cug, and Znc, exhibit such abnormal
defect segregation behavior, a more detailed analysis is employed.

Figures 4(a) and 4(c) show the segregation energy (with respect to <

the site in the center of the grain) for Cus,/Zng, antisite defects in
the vicinity of GB2. Figures 4(b) and 4(d) show the atomic struc-
ture of GB2 when the Cug,/Znc, antisite defect is located at the
GB core, namely, site Sn0/Cu0 (other sites of Sn/Cu are also
labeled). The Znc, defect clearly prefers segregating to the GB
region over the bulk, with a gradual decrease in energy over a wide
region up to 16 A from the GB core. The opposite is true for Cugy.
The variation in energy for the Cug, defect is relatively small (no
more than 0.05eV) except for a narrow region +4 A from the GB
core where the energy sharply increases by ~0.4 eV [Fig. 4(a)]. This
indicates that the Cug, antisite would be easily repelled from the
GB, leaving the GB and grain in a different chemical environment.
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FIG. 4. Energy distribution of the antisite defect (a) Cus, and (c) Zng, occurring at different sites highlighted in (b) and (d). All single point energies are calculated using
the HSEO6 functional with structures obtained by geometry optimization with the MS2 functional. (b) Cus, appears at the GB core, namely, site Sn0; (d) Znc, appears at

the GB core, namely, site Cu0.

The different segregation behavior between Zng, and Cug, defects
can be explained by the fact that the former is a donor while the
latter is an acceptor. As aforementioned, there are two under-
coordinated S atoms in the GB. Each of them needs to gain more
electrons to satisfy the electron counting rule. This naturally favors
the segregation of donor-like defects (such as Znc,) over acceptor-
like defects (such as Cug,). The net result is that GB2 is predicted
to readily adopt a Zn-rich and Cu-poor environment in the pres-
ence of intrinsic defects, which is beneficial for its
performance.”’ ™"

A complete study of all possible charge states would be a
natural and important extension to this work. Although this is
non-trivial, as accessing all charge states of a defect by modifying
the Fermi energy would also be expected to cause significant
effects on the electronic and structural properties of the GB itself
(for example, populating or depopulating the deep trap states
associated with dangling/wrong bonds). Therefore, separating the
properties of the GB and associated point defects is a challenging
problem.

CONCLUSIONS

In summary, using density functional theory simulations, we
have systematically studied several previously unexplored GBs in
CZTS. First, it is confirmed that the new meta-GGA functional
MS?2 is superior to the traditional GGA method PBE for modeling
the structure of GBs in CZTS. Second, four new stable GBs,

including two X3 (111) and two X5 (201) GBs, have been modeled

for the first time, providing an insight into the diverse atomic :

structures of CZTS GBs. Third, it is revealed that as for GBs in

other chalcogenide compounds (including binary CdTe, ternary ¢

CulnSe), only strong cation-cation or anion-anion strong dangling
bonds induce detrimental deep trap states. One of the X5 (201)
GBs is predicted to be particularly benign with no trap states in the
bandgap, but others exhibit a mix of shallow and deep trap states.
These intricate electronic properties of CZTS GBs come from their
inherent complex structure, leading to varied GB structures.
Further analysis indicates that one of the X3 (111) GBs is also rela-

tively benign due to (1) the presence of only shallow GB states and ¢

no deep trap states and (2) an abnormal defect segregation behav-
ior that leads to a Cu-poor (Zn-rich) GB composition, which is
reported to be beneficial according to the previous experimental
results.”” " However, taken together, our results indicate that the
passivation of all GB types in CZTS will be challenging due to their
varied properties. This would require careful control of intrinsic
and extrinsic defects as well as the microstructure and is an impor-
tant topic of further research.

SUPPLEMENTARY MATERIAL

See the supplementary material for full relaxed configuration
of X3 (111) and X5 (201) GBs and segregation energies of all
defects at different sites in all GBs.
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