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ABSTRACT: Inspired by the promising thermoelectric
properties of chalcopyrite-like quaternary chalcogenides, here
we describe the synthesis and characterization of the solid
solution Cu2Zn1−xFexGeSe4. Upon substitution of Zn with the
isoelectronic Fe, no charge carriers are introduced in these
intrinsic semiconductors. However, a change in lattice
parameters, expressed in an elongation of the c/a lattice
parameter ratio with minimal change in unit cell volume,
reveals the existence of a three-stage cation restructuring
process of Cu, Zn, and Fe. The resulting local anisotropic
structural disorder leads to phonon scattering not normally
observed, resulting in an effective approach to reduce the lattice thermal conductivity in this class of materials.

■ INTRODUCTION

Quaternary chalcogenides have recently been investigated as
promising candidates for thermoelectric power generation.1−5

Thermoelectric materials can convert thermal energy into
electrical energy, opening promising possible applications for
waste heat recovery or other specialized applications.6,7 The
performance of a thermoelectric material is given by its figure of
merit zT, with zT = α

2T/ρκ, where a high Seebeck coefficient
α, low electrical resistivity ρ, and low thermal conductivity κ are
necessary to obtain high thermoelectric efficiencies.
Different strategies to obtain low thermal conductivity for a

high thermoelectric efficiency include utilization of the
materials’ structure, for example, use of filling atoms in
skutterudites,8−10 or by using nanostructuring to reduce the
phonon mean free path.11−15 Another effective way to decrease
the thermal conductivity of a material can be achieved via point
defect scattering through alloying with other elements,16

successfully shown for thermoelectric materials in Heusler
compounds,17 skutterudites,18,19 lead telluride,20 and SiGe.21,22

While alloying with isoelectronic elements does not introduce
charge carriers into a material, it creates point defect scattering
for phonons due to mass differences23 (or mass field
fluctuations) and strain field fluctuations.17 This strain arises
from different bonding interactions and size differences
between the host and impurity atoms,17 and expresses itself
in the lattice parameters.
Inspired by the reduction of the lattice thermal conductivities

of the quaternary compounds Cu2ZnGeSe4 and Cu2CdSnSe4
via phase segregation5 and nano crystals,24,25 we have
investigated the effect of substitution of Zn with isoelectronic

Fe in the solid solution Cu2Zn1−xFexGeSe4 on the thermal
transport properties. As expected, alloying with an isoelectronic
element does not introduce charge carriers. However, a change
in lattice parameters is observed, which does not follow
Vegards’ law. An elongation of the lattice due to a three-stage
restructuring process of the cations Cu+, Zn2+, and Fe2+ leads to
a high local anisotropic structural disorder and therefore a
statistically significant reduction of the lattice thermal
conductivity by ∼15% due to point defect scattering.

■ EXPERIMENTAL SECTION

Synthesis. Bulk samples of polycrystalline Cu2Zn1−xFexGeSe4 with
compositions of x = 0, 0.1, ..., 0.9, 1.0 were prepared via solid-state
reactions using elemental powders of Cu (Alfa Aesar, 99.999%), Zn
(Sigma Aldrich, 99.995%), Fe (Alfa Aesar, 99.998%), Ge (Chempur,
99.99%), and Se (Alfa Aesar, 99.999%). Phase purity of the starting
materials was verified by X-ray diffraction, and all synthetic procedures
were carried out in a N2 drybox. Annealing was performed in
evacuated quartz ampules, which were preheated at 1073 K under
dynamic vacuum for 5 h to ensure dry conditions.

The starting elements were thoroughly ground, sealed in quartz
ampules, and annealed in a first step for 48 h at 923 and 673 K, for x <
0.4 and x ≥ 0.4, respectively. In a following second step, the harvested
powders were reannealed for 96 h at 1073 and 873 K, respectively.
Heating and cooling rates for all procedures in the horizontal tube
furnaces were 5 K/min. It was found that the second annealing step
was necessary to prevent the formation of the binary and ternary
compositions. The difference in the heat treatments was necessary to
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prevent the decomposition of the Fe-containing compounds. The
quartz ampules were 10−12 cm in length and 11 mm inner diameter
with a maximum amount of 1.5 g of starting materials within the
ampule. This ampule geometry was found to prevent significant loss of
selenium at higher temperatures, indicated by red selenium
precipitation present in longer ampules. The obtained powders were
hand ground and consolidated into 1−1.5 mm thick, 12 mm diameter
disks at 873 K for 5 h under a pressure of 40 MPa by induction hot
pressing in high density graphite dies.26 The resulting samples have
more than 95% theoretical density, determined from the mass and
geometry of the consolidated disks.
Physical Characterization. X-ray diffraction measurements were

performed on a Siemens D5000 powder diffractometer with a Braun
M50 position sensitive detector and Cu Kα1 radiation (Ge (220)
monochromator) with a step size of 0.0078° in 2Θ. Pawley
refinements were performed with TOPAS Academic V4.127 applying
the fundamental parameter approach using the crystallographic data
from Scha ̈fer and Nitsche.28 The instrumental measurement
uncertainty for the determination of the lattice parameters is
approximated to be 0.003 Å.
Thermal diffusivity was measured using a Netzsch laser flash

diffusivity instrument (LFA 457), and samples were coated with a thin
layer of graphite to minimize errors in the emissivity. The data were
analyzed using a Cowan model with pulse correction. Heat capacity
was estimated using the method of Dulong−Petit, and theoretical
densities were calculated from the molar mass and the lattice
parameters for each composition obtained from X-ray diffraction.
The Seebeck coefficient was calculated from the slope of the
thermopower versus temperature gradient measurements from
Chromel-Nb thermocouples, applying a temperature gradient of 10
K.29 Electrical resistivity, Hall coefficient, and carrier concentration
were measured using the Van der Pauw technique under a reversible
magnetic field of 2 T, a current of 20 mA, and pressure-assisted
contacts. All measurements were performed under dynamic vacuum
and on multiple samples for each composition. Shown measurement
data show the data collected during heating and cooling.
Density Functional Calculations. Density functional calculations

were performed with the WIEN2K code30 based on the full-potential
linearized augmented plane-wave (FP-LAPW) method under the
generalized gradient approximation (GGA) as parametrized by
Perdew, Burke, and Ernzerhof (PBE).31 A plane-wave basis cutoff
was RmtKmax = 7, in terms of the smallest muffin tin radius and
maximum plane wave vector respectively. Muffin tin radii for Cu, Zn,
Fe, Ge, and Se were 2.4, 2,5, 2.4, 2.3, and 2.1 au, respectively.
Calculations were performed at the theoretical ground-state lattice
parameters as determined by a structural minimization of the unit cell.
Atomic positions were relaxed to converged forces below 0.025 eV/
angstrom on each atom. An antiferromagnetic state was used for the
initial magnetization of the density. Total energy convergence was
achieved in a self-consistent calculation using a shifted 8 × 8 × 4 k-
point mesh, which reduced to 32 symmetrically unique k-points. The
modified Becke−Johnson (TB-mBJ)32 semilocal exchange potential
was employed, which has been shown to improve the band gap across
a wide variety of semiconductors,33 but may still fall short in these
materials. This method was utilized to produce the density of states
and electronic dispersions shown in this work.

■ RESULTS AND DISCUSSION

Chemical Characterization. All samples were checked for
phase purity prior to any transport measurements, and
complete powder diffraction data are shown in the Supporting
Information for each composition. In all compositions, all
reflections can be indexed to Cu2Zn1−xFexGeSe4, and no
secondary phases are observed. Refined lattice parameters are
shown in Table 1. Scanning electron microscopy confirms
phase purity and similar microstructures in the whole
composition range (for representative images, see the
Supporting Information). Powder X-ray diffraction data of

samples prior to the hot pressing procedure and data taken
from consolidated samples do not show any significant texture
in this material. Therefore, properties measured on disks of this
polycrystalline material are expected to be isotropic within
expected experimental uncertainty and represent a scalar
average of the tensor properties.
Pawley refinements of the powder X-ray diffraction data

reveal a change in lattice parameters upon substitution of Zn
with Fe as seen in Figure 1. Experimental c/a-ratios (see Figure

2) exhibit a non linear trend, showing an elongation of the c-
axis with increasing Fe content until a maximum is reached at
70% Fe content, where this trend becomes reversed. This non-
Vegard like behavior has been observed by Caldera et al.;
however, they have assumed it to be not significant giving
experimental uncertainty.34 In this work, the lattice parameters
change significantly as compared to the measurement
uncertainty; furthermore, this discontinuity of the lattice
parameters has also previously been observed in the solid
solution Cu2Fe1−xZnxSnS4.

35−37 A phase segregation due to the
solubility limit being reached has been ruled out, because no
splitting of reflections at higher diffraction angles is observed
(see Figure 1). Furthermore, 57Fe Mössbauer spectroscopy on
this class of compounds shows the existence of Fe2+ only,
therefore ruling out the influence of Fe3+ on the crystal
structure.38

Table 1. Lattice Parameters a, c, V, c/a-Ratio, and Profile
Residuals Rwp for Cu2Zn1−xFexGeSe4, from the
Corresponding Pawley Refinement

x a/Å c/Å V/Å3 c/a Rwp

0.0 5.6121(2) 11.0480(2) 347.96 1.969 6.6

0.1 5.6080(3) 11.0536(2) 347.64 1.971 4.5

0.2 5.6036(2) 11.0661(1) 347.48 1.975 4.4

0.3 5.6079(9) 11.0935(3) 348.88 1.978 4.2

0.4 5.6022(6) 11.1046(3) 348.52 1.982 4.3

0.5 5.5879(6) 11.1025(1) 346.68 1.987 3.8

0.6 5.5901(5) 11.1122(1) 347.25 1.988 3.9

0.7 5.5827(2) 11.1176(2) 346.50 1.991 3.8

0.8 5.5918(2) 11.1076(1) 347.32 1.986 3.6

0.9 5.5956(0) 11.0924(8) 346.84 1.980 4.0

1.0 5.6014(6) 11.0703(8) 347.35 1.976 5.7

Figure 1. Reflections of selected Miller indices (040) and (008),
showing the change in lattice parameters upon substitution. These
Miller planes do not show a monotonous change with x and do not
cross over linearly, as one would expect in a solid solution that follows
Vegard’s law.
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Neutron diffraction studies by Schorr et al.39,40 on the
chemically and structurally very similar solid solution
Cu2Fe1−xZnxSnS4 reported a similar behavior of the lattice

parameters and the c/a-ratio upon substitution, which can be
described as a three-stage cation restructuring process in the
crossover from the stannite (Cu2ZnGeSe4, space group I4 ̅2m)
to kesterite (Cu2FeGeSe4, space group I4 ̅) structure type (see
Figure 3).39,40 Upon substitution of Zn, Fe starts to replace Zn
on the 2a-site (0,0,0) as expected (Figure 3b). In the range of
0.35 < x < 0.7, which is the main restructuring region, Cu
depletes the 4d-site (0,1/2,1/4), occupying the 2a-site and
forcing Zn on the 4d-site, while Fe holds its position (2a).39,40

At a substitution level of x = 0.7, the cations Fe2+, Zn2+, and
Cu+ are equally distributed on the 2a-site ((Figure 3c) and Cu
and Zn on position 4d, exhibiting the highest c/a-ratio and
highest local anisotropic structural disorder of this solid
solution. With further decreasing Zn content, Cu starts to
dominate position 2a and Fe and Cu occupy position 4d in
Cu2FeGeSe4 (Figure 3d).39,40 The differences in bonding
interaction between the cations and the anions lead to different
bond lengths and bond angles, resulting in the observed trend
in the lattice parameters.40

Electronic Structure Results. The electronic dispersion
along lines of high symmetry from the DFT calculations is
shown in Figure 4 for Cu2ZnGeSe4 in the stannite structure and
Cu2FeGeSe4 in the kesterite structure. Both materials exhibit
direct band gaps at the Brillouin zone center. The stannite

Figure 2. Lattice parameter c/a-ratio with composition x of
Cu2Zn1−xFexGeSe4, from a Pawley refinement. The broken line
indicates the expected behavior following Vegard’s law. A three-stage
cation restructuring process of Cu+, Fe2+, and Zn2+ results in the trend
of the lattice parameters.

Figure 3. Top: Three-stage cation restructuring process from the stannite (Cu2ZnGeSe4, a) to kesterite (Cu2FeGeSe4, d) structure type. Cu atoms
are yellow, Ge atoms gray, Zn atoms are blue, Fe atoms green, and Se atoms are red. The sizes of the atoms in this ball-and-stick model are arbitrary
and have been chosen for a better structural representation. With increasing Fe content, Fe starts to replace Zn (a). Cu then depletes its original site
and occupies the Zn site, while forcing Zn on the Cu site, which results in the kesterite structure (d) type with further decreasing Zn content. The
arrows represent the substitution and reordering of Zn with Fe from (a) to (d). Bottom: Crystal structures of stannite Cu2ZnGeSe4 (e) and kesterite
Cu2FeGeSe4 (f) in polyhedral representation with the tetrahedral coordination of the elements indicated. Note the difference in the occupation of
the different specific lattice sites of Cu and the MII cations.
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structured Cu2ZnGeSe4 exhibits a degeneracy of two at the
valence band maximum. The two bands split apart away from
the gamma point, and each exhibit parabolic behavior with
averaged effective mass of 0.81me and 0.23me, respectively. The
top valence band of Cu2FeGeSe4 in the kesterite structure is a
single band with parabolic band mass of 0.67me. Around 82
meV below the valence band maximum, there is another band
with predominantly Fe d-state character. This band has a much
heavier effective mass of 1.91me and a symmetric degeneracy,
NV, of four. It is expected that this band would contribute to
electronic transport due to its proximity to the valence band
maximum.
Transport Properties. The temperature dependence of the

electrical resistivity ρ for different compositions x of
Cu2Zn1−xFexGeSe4 is shown in Figure 5. As expected for

these wide band gap semiconductors,5 these compositions
exhibit a high electrical resistivity at room temperature,
decreasing with temperature. A previously reported phase
transformation5 is apparent for x = 0.0 and 0.1. No charge
carriers are introduced directly through the substitution with
isoelectronic Fe2+ for Zn2+; however, measured Hall carrier
concentrations (see Figure 6) change across compositions due
to the changes in character of the density of states of the
valence band (see Figure 4) as well as the presence of intrinsic
defects. The resistivity of a composition is therefore mainly
controlled by the change in mobility, due to alloy scattering,
and charge carrier concentrations. The unchanged intrinsic
nature of these semiconductors, upon substitution of Zn with
Fe, can also be seen in the temperature-dependent positive
Seebeck coefficients (Figure 7), which show intrinsic p-type
conduction.5,41 The differences in the Seebeck coefficients arise
from the different carrier concentrations of the samples and a
likely increase in the carrier effective mass with the presence of
Fe. The differences in the valley degeneracy of the stannite and
kesterite type may also influence the Seebeck coefficients. This
effect is still under investigation.
The total thermal conductivity was calculated from the

measured thermal diffusivity using κ = DdCp, where D =
thermal diffusivity, d = geometric density, and Cp = specific heat
capacity. Here, use of the Dulong−Petit approximation for the
heat capacity is likely to result in an underestimation (∼10%) of
the thermal conductivity at high temperatures.42 The temper-
ature dependence of the total thermal conductivity is shown in
Figure 8, and the effect of the previously mentioned phase
transformation can be seen at around 450 K. It has to be
emphasized that the atomic structure for the thermal
conductivity calculations described below is guided by the
structure of the room temperature phase and not the unknown
high temperature phase.
The lattice thermal conductivity κlattice at room temperature

(see Figure 9) was evaluated by subtracting the electronic
contribution (κel = LTρ−1, where L = 1.5 × 10−8 W Ω K−2 for
non degenerate materials43), that is, κlattice = κ − LTρ−1. While
the measurement uncertainty for the laser flash diffusivity
measurement is 3%, we have assumed a combined uncertainty
for κlattice of 5% at room temperature, taking into account a 5%
error for the resistivity measurement. Upon substitution with
Fe, the lattice thermal conductivity decreases with increasing Fe
content until a minimum value is reached at 70% Fe content,
where this trend reverses. Because the mass difference between

Figure 4. Calculated band structures of stannite-type Cu2ZnGeSe4
(top) and kesterite-type Cu2FeGeSe4 (bottom). Note the presence of
a heavy band, primarily of Fe d-state character, in the valence band of
Cu2FeGeSe4, which is expected to contribute to the transport
properties.

Figure 5. Temperature dependence of the electrical resistivity ρ of Cu2Zn1−xFexGeSe4 for x = 0.0−0.4 (left) and x = 0.5−1.0 (right) showing
semiconducting behavior with high electrical resistivity. A previously reported phase transformation5 is apparent for x = 0.0 and 0.1.
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Fe and Zn is small, this statistically significant reduction of the
lattice thermal conductivity cannot be explained by the mass
contrast only, as indicated in Figure 9, where the expected κlattice
has been calculated within the Callaway model.16,17,20

Furthermore, effects of the microstructure can be ruled out
because similar microstructures and no impurity phases are
apparent in the SEM micrographs.
The structural change that correlates with this dramatic

reduction in thermal conductivity at 70% Fe is the three-stage
cation restructuring process described in Figure 3 where the

highest local anisotropic structural disorder occurs at at 70% Fe
content. This disorder apparently reduces the lattice thermal
conductivity by 15%, resulting in a minimum for the
composition Cu2Zn0.3Fe0.7GeSe4 due to scattering of phonons
by local anisotropic strain. As seen in Figures 8 and 9, the
reduction of the lattice thermal conductivity by point defect
scattering is more effective at lower temperatures. With
increasing temperatures, the high frequency phonons get
scattered mainly by phonon−phonon processes reducing their
phonon mean free path. In other words, the dominant

Figure 6. Temperature-dependent Hall carrier concentrations nH of Cu2Zn1−xFexGeSe4 for x = 0.0−0.4 (left) and x = 0.5−1.0 (right). There is no
trend of charge carrier concentrations with composition apparent, as expected for isoelectronic doping with the presence of intrinsic defects.

Figure 7. Temperature dependence of the Seebeck coefficients α of Cu2Zn1−xFexGeSe4 for x = 0.0−0.4 (left) and x = 0.5−1.0 (right) showing
intrinsic p-type semiconducting behavior controlled by intrinsic defects. A previously reported phase transformation5 is apparent for x = 0.0 and 0.1.

Figure 8. Total thermal conductivity κ of Cu2Zn1−xFexGeSe4 for x = 0.0−0.4 (left) and x = 0.5−1.0 (right), decreasing with temperature due to
Umklapp-scattering processes.
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scattering mechanism at higher temperatures is phonon−
phonon Umklapp scattering, and point defect scattering does
not contribute hugely to the lattice thermal conductivity.44

■ CONCLUSION

In summary, we have shown the dramatic effect on the lattice
thermal conductivity due to the substitution of isoelectronic
and similar sized Fe for Zn in the solid solution
Cu2Zn1−xFexGeSe4. While the intrinsic electronic nature of
the material is not changed upon substitution with Fe2+, a
distinct change in the lattice parameter c/a-ratio has been
observed, which can be explained by a three-stage cation
restructuring and disordering process of Fe, Zn, and Cu. The
restructuring leads to a reduction of the lattice thermal
conductivity by 15% at 70% Fe content. As the disorder
scattering of the phonons, due to mass fluctuation and isotropic
strain, is expected to be very small from these similar mass and
similar volume ions, this work shows the potential of significant
point defect scattering due to local anisotropic strain that also
results in a change in c/a-ratio.

■ ASSOCIATED CONTENT

*S Supporting Information
Representative scanning electron micrographs for x = 0.3, 0.5,
0.7, and 1.0 of Cu2Zn1−xFexGeSe4 are shown in Figure S1.
Figures S1−S12 show complete X-ray diffraction data for all
compositions including profile fits, profile differences, and
TICS from the corresponding Pawley refinements. This
material is available free of charge via the Internet at http://
pubs.acs.org.
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