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istortions and reduced thermal
conductivity in Ge-substituted chalcopyrite†

Sahil Tippireddy, a Feridoon Azough,b Vikram,‡a Animesh Bhui,c Philip Chater, d

Demie Kepaptsoglou, ef Quentin Ramasse,eg Robert Freer, b Ricardo Grau-
Crespo, a Kanishka Biswas, c Paz Vaqueiro a and Anthony V. Powell *a

Chalcopyrite, CuFeS2 is considered one of the promising n-type thermoelectric materials with high natural

abundance as a mineral. In this work, partial substitution of germanium in materials CuFe1−xGexS2,

(0.0 # x # 0.10), leads to an almost six-fold enhancement of thermoelectric properties. X-Ray

photoelectron spectroscopy (XPS) reveals that germanium is present in two oxidation states: Ge2+ and

Ge4+. The stereochemically-active 4s2 lone-pair of electrons associated with Ge2+ induces a local

structural distortion. Pair-distribution function (PDF) analysis reveal that Ge2+ ions are displaced from the

centre of the GeS4 tetrahedron towards a triangular face, leading to pseudo-trigonal pyramidal

coordination. This distortion is accompanied by lattice softening and an increase of the strain-fluctuation

scattering parameter (GS), leading to a decrease in thermal conductivity. Phonon calculations

demonstrate that germanium substitution leads to the appearance of resonant phonon modes. These

modes lie close in energy to the acoustic and low-energy optical modes of the host matrix, with which

they can interact, providing an additional mechanism for reducing the thermal conductivity. The weak

chemical bonding of germanium with sulphur also leads to localized electronic states near the Fermi

level which results in a high density-of-states effective mass, enabling a relatively high Seebeck

coefficient to be maintained, despite the reduced electrical resistivity. This combination produces an

almost three-fold improvement in the power factor, which when coupled with the substantial reduction

in thermal conductivity, leads to a maximum figure-of-merit, zT ∼ 0.4 at 723 K for CuFe0.94Ge0.06S2.
1. Introduction

The opportunities afforded by thermoelectric (TE) devices to
harvest electrical energy from otherwise waste heat have moti-
vated a signicant worldwide search for new high-performance
materials. The performance of a TE material is characterized by
a gure-of-merit, zT = S2T/rk, where S, r and k denote the
Seebeck coefficient, electrical resistivity and thermal conduc-
tivity, respectively. While signicant research effort has resulted
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in materials with gures-of-merit that exceed unity, many of the
examples exhibiting the highest performance1–6 contain toxic or
comparatively scarce and expensive elements. Efforts to
discover materials containing Earth-abundant elements have
extended to an investigation of complex metal-sulphides as
candidate thermoelectrics.7,8 This has resulted in signicant
advances in the performance of p-type sulphides,9–17 while
progress in the n-type counterparts18–23 required for device
construction has been less marked.

Chalcopyrite, CuFeS2, containing Earth-abundant elements
is a candidate n-type material for thermoelectric applications. It
adopts a tetragonal structure24 (space group: I�42d), which may
be considered an ordered derivative of the cubic zinc blende
structure, comprising vertex-sharing MS4 (M = Cu, Fe) tetra-
hedra (Fig. 1). CuFeS2 exhibits a moderate power factor but has
a high lattice thermal conductivity that limits its thermoelectric
performance. A wide range of substitutional chemistry of
CuFeS2 has been explored20,25–27 in an effort to improve the
electrical transport properties and hence optimize the power
factor (S2/r), while simultaneously reducing the lattice contri-
bution to the thermal conductivity. Substituents have typically
consisted of transition-metal cations.20,25–28 These substituents
appear to have a limited impact on the thermal conductivity as
This journal is © The Royal Society of Chemistry 2022
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Fig. 1 Tetragonal crystal structure of CuFeS2 (space group I�42d)
showing the vertex-sharing MS4 (M = Cu, Fe) tetrahedra; where Cu
(orange), Fe (grey) and S (yellow) atoms occupy the 4a, 4b and 8d
Wyckoff sites respectively.
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they do not produce any signicant anharmonicity or induce
substantial structural distortions.

We are engaged in a program of work to exploit substitution
with high oxidation state main-group cations, to enhance the
TE performance of chalcopyrite. The different bonding prop-
erties of such substituents compared to transition-metal
cations, may lead to weaker chemical bonding and potentially
introduce structural distortions. Such features can have
a marked impact on the phonon density of states and
contribute to reductions in the lattice thermal conductivity.29,30

High oxidation state substituents offer the potential to achieve
greater increases in the charge-carrier concentration than is
possible with the more usual 2+ transition-metal cations.
Although, as we have demonstrated recently,31 in the case of
substitution with Sn4+, the increase in charge-carrier concen-
tration can deviate from expected values due to the presence of
localised states, associated with the formation of small
polarons.

Here we describe the impact on electrical and thermal
transport properties of substitution of Fe3+ by the p-block
element, Ge4+, in chalcopyrite. X-Ray photoelectron spectros-
copy (XPS) reveals the presence of germanium in two oxidation
states, Ge4+ and Ge2+, in the substituted phases. While the
charge-carrier concentration is increased on substitution, the
formation of Ge2+ limits the increase to values below that ex-
pected on the basis of formal electron-counting. Signicantly,
the different bonding preferences of Ge2+ arising from the non-
bonding 4s2 electron pair, induce a local structural distortion,
in which the Ge2+ cation is displaced from the centre of a GeS4
tetrahedron towards one of the triangular faces of the poly-
hedron. This induces lattice soening and enhances phonon
scattering, resulting in a lattice thermal conductivity that is less
This journal is © The Royal Society of Chemistry 2022
than half of that in the pristine phase. Although substitution
decreases the electrical resistivity, a relatively high Seebeck
coefficient is maintained, leading to an increase in power factor.
This, together with a marked reduction in thermal conductivity,
leads to an almost six-fold increase in the gure-of-merit.

2. Methods

Elemental Cu (Sigma Aldrich, 99.5%), Fe (Alfa Aesar, 99%+), Ge
(Fisher Scientic, 99.999%) powders and S akes (Sigma
Aldrich, 99.99%) were weighed in stoichiometric amounts
according to the formula, CuFe1−xGexS2 (0# x# 0.1) and sealed
into evacuated (∼10−3 mbar) fused silica tubes. The evacuated
tubes were heated to 723 K and held at this temperature for 150
hours before slow cooling (0.4 K min−1) to room temperature.
The products were ground and re-red for 48 hours at 1173 K in
evacuated silica tubes, before cooling to room temperature at
0.4 K min−1. The as-cast ingots were re-ground and hot-pressed
at 873 K under a pressure of 80 MPa for 30 minutes. Densities of
the consolidated pellets, determined by the Archimedes
method, using an AE Adam PW 184 balance, are >98% of the
theoretical value.

Initial phase analysis of the powdered products was carried
out by laboratory powder X-ray diffraction, collected using
a Bruker D8 Advance diffractometer (Cu Ka1: l = 1.5405 Å).
Synchrotron X-ray powder diffraction data (l= 0.161669 Å) were
collected on the I15-1 beamline at the Diamond Light Source
synchrotron facility, UK. The PerkinElmer XRD 1611 CP3 Bragg
detector was placed ∼900 mm from the sample for a data
acquisition time of 120 s. Rietveld analysis of the powder X-ray
diffraction data was carried out using FullProf.32 X-Ray total
scattering data for CuFe1−xGexS2 (0.02# x# 0.1) were collected
on I15-1 using a PerkinElmer XRD 4343 CT detector placed
∼200 mm from the sample, with a data acquisition time of
300 s. The powder samples were contained in 1 mm capillaries,
which were spun during data collection. The diffraction data
were processed using the GudrunX soware33 (Qmax = 30 Å) to
perform background and instrumental corrections and to
convert the data into the pair-distribution function (PDF). The
PDF analysis (small box modelling) and tting was performed
using the PDFgui soware.34

X-Ray photoelectron spectroscopy (XPS) measurements for
CuFe0.94Ge0.06S2 were performed with a Thermo Scientic
spectrometer using an Al-Ka (1.487 keV) X-ray monochromatic
source with variable spot size. The C 1s binding energy
(284.8 eV) was used for calibration. The background correction,
peak deconvolution and tting of the XPS spectra were carried
out using CasaXPS soware.35

The microstructure was investigated using a SIRION FEI
FEG-SEM, and energy-dispersive X-ray spectroscopy (EDS)
elemental point analysis was performed using a TESCAN MIRA
LC FEG (SEM) equipped with an Oxford Instrument SDD energy
dispersive detector. An FEI FEGTEM (Tecnai G2, Hillsboro, OR)
operating at 300 kV was used for high-resolution transmission
electron microscopy (HRTEM) and selected area electron
diffraction (SAED). Atomic-resolution structural characteriza-
tion was carried out using a Nion UltraSTEM aberration-
J. Mater. Chem. A, 2022, 10, 23874–23885 | 23875
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Fig. 3 Scanning electron microscopy (SEM) images for CuFe1−xGexS2
with (a) x = 0.02, (b) x = 0.04 and (c) x = 0.06 .
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corrected STEM equipped with a Gatan Enna electron energy
loss spectrometer. This microscope was operated at 100 kV
acceleration voltage and the probe-forming optics were
adjusted to form a 0.9 Å electron probe with a convergence of 31
mrad and beam current of approximately 50 pA.

Electrical resistivity and Seebeck coefficient data were
collected on hot-pressed pellets over the temperature range (323
# T/K # 723) using a Linseis LSR-3 system. Hall effect
measurements at room temperature were performed using an
Ecopia HMS-3000 system. Thermal diffusivity (a), data
were collected using a Netzsch LFA-447 NanoFlash instrument
(323 # T/K # 573) and an Anter Flashline-3000 system
(573 # T/K # 723 K). The data were converted to thermal
conductivity (k) using k = aCpd where Cp denotes the constant-
pressure specic heat capacity, and d is the sample density. The
specic heat of chalcopyrite was calculated to be 0.52 J g−1 K−1,
using the Dulong–Petit expression. Uncertainties in electrical
resistivity, Seebeck coefficient and thermal conductivity are
estimated to be 5%, 5% and 10% respectively, leading to an
estimated uncertainty in the gure-of-merit (zT) of ca. 15%.
Longitudinal (vl) and transverse (vt) sound velocity measure-
ments were performed at room temperature, on an ingot of
dimensions: 12.7 mm (diameter) × 1.8 mm (thickness), using
an Olympus Epoch 650 Ultrasonic Flaw Detector with a trans-
ducer frequency of 5 MHz.

Density functional theory (DFT) calculations were performed
using the VASP code36–38 and a projected augmented-wave basis
with a wave cutoff of 385 eV.39 The generalized gradient
approximation (GGA) exchange–correlation functional of Per-
dew–Burke–Ernzerhof (PBE)40 was used, and a Hubbard (GGA +
U) correction with Ueff = 3 eV was applied to improve the poor
GGA description of the Fe 3d orbitals.41 To simulate the 6 at%
Ge substituted CuFeS2 approximating the experimental
composition, CuFe0.94Ge0.06S2, a supercell of 2 × 2 × 1
conventional unit cell of CuFeS2 (with Z = 4 in each conven-
tional unit cell) was taken where one atom of Fe was replaced by
Ge. This gives a composition with 6.25 at% Ge substituted in
Fig. 2 (a) Synchrotron X-ray powder diffraction patterns (l = 0.161669 A
using powder X-ray diffraction data for CuFe0.94Ge0.06S2. The inset show

23876 | J. Mater. Chem. A, 2022, 10, 23874–23885
CuFeS2, or CuFe0.9375Ge0.0625S2, close to the experimental
composition. The zero-damping DFT-D3 method42 was
employed and the structure was relaxed with a threshold force
of 10−4 eV Å−1 on each atom. The resulting lattice parameters
are in close agreement with the experimental values. The Bril-
louin zone was sampled by a 4 × 4 × 2 and 12 × 12 × 6 G-
centered k-point mesh for structural optimization and single
˚) collected for CuFe1−xGexS2 (0.0 # x # 0.10). (b) Rietveld refinement
s the lattice parameters as a function of Ge content (x).

This journal is © The Royal Society of Chemistry 2022
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point calculations respectively, with reference to the conven-
tional unit cell and using grids of the same density for supercell
calculations. Spin-polarization was allowed in the simulations,
and the Fe magnetic moments were initialized in high-spin
congurations with antiferromagnetic ordering. The elec-
tronic density of states (DOS) was calculated using the tetra-
hedron method with Blöchl corrections.43 The phonon
dispersion curves for the 6.25% Ge doped composition were
obtained using density functional perturbation theory
(DFPT)44,45 as implemented in VASP, to rst calculate the force
constants, and later using the PHONOPY46 code, for force
constant extraction and calculation of the dispersion plot.
3. Results and discussion

Examination of laboratory powder X-ray diffraction data indi-
cated that all compositions could be indexed on the basis of
a tetragonal unit cell, with lattice parameters similar to those of
CuFeS2, thereby conrming that the chalcopyrite structure is
retained at all levels of substitution. Subsequent structural
analysis was conducted using powder X-ray diffraction data
obtained using synchrotron radiation (Fig. 2a). The powder
diffraction data for the Ge-substituted materials provide no
evidence for the presence of any impurity phases, while a weak
feature arising from trace amounts of FeS2 is apparent in the
data for the end-member, CuFeS2. Rietveld renements using
Fig. 4 The X-ray photoelectron spectra corresponding to (a) Cu 2p (b)

This journal is © The Royal Society of Chemistry 2022
synchrotron X-ray powder diffraction data (Fig. 2b for
CuFe0.94Ge0.06S2, with data for the remaining compositions
provided as ESI†) were carried out using a structural model in
which Ge is located at the Fe (4b) site. This results in excellent
agreement between the observed and calculated powder
diffraction patterns. While the unit-cell parameter, a, remains
almost constant (Fig. 2b (inset)) with increasing Ge content, the
c parameter increases monotonically. Since the ionic radii of
Ge4+ and Fe3+ in tetrahedral coordination are 0.39 and 0.49 Å
respectively,47 Ge4+ substitution at the Fe3+ site would be ex-
pected to result in a slight decrease in the lattice parameters.
However, as demonstrated by XPS data (vide infra), Ge-
substituted materials also contain larger Fe2+ (0.63 Å) and
Ge2+ (0.73 Å) cations,47 which may be responsible for the
observed increase in the c lattice parameter.

Scanning electron microscopy (SEM) coupled with energy-
dispersive X-ray spectroscopy (EDS) was performed to evaluate
the composition of the samples and to identify any trace
amounts of secondary phases, below the level of detection by
powder X-ray diffraction, that may inuence the transport
properties. The SEM data (Fig. S2a†) for CuFeS2 itself, indicate
the presence of small amounts of FeS2 and Cu5FeS4. Similarly,
at the lowest level of Ge substitution (x= 0.02), trace amounts of
FeS2 are observed (Fig. 3a), albeit reduced compared to the
unsubstituted sample. At Ge contents in the range 0.04 $ x $

0.06, the SEM data (Fig. 3b and c) show the materials to be
Fe 2p (c) S 2p (d) Ge 3d in CuFe0.94Ge0.06S2.

J. Mater. Chem. A, 2022, 10, 23874–23885 | 23877
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Fig. 5 (a) Electrical resistivity (r), (b) Seebeck coefficient (S) and (c)
power factor (PF) as a function of temperature of CuFe1−xGexS2 (0.0#

x # 0.10).
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phase-pure with no evidence of any secondary phase(s), sug-
gesting that Ge substitution stabilizes the chalcopyrite phase
and suppresses the formation of secondary phases. At the
highest levels of germanium incorporation, (x > 0.06), FeS2
together with microprecipitates of another secondary phase,
identied by EDS as a non-stoichiometric, copper-poor
chalcopyrite-like phase (the compositions of which are pre-
sented in the caption to Fig. S2†) are evident at very high
magnication (Fig. S2b and c†).

The compositions of the principal chalcopyrite-type phase in
the substituted samples, determined by EDS (Table S2†), are
broadly consistent with the nominal compositions. The slightly
higher Cu contents determined by EDS may be due to the
overlap of the Ka and La characteristic lines of Cu and Fe, as has
been reported previously.31 The Ge contents are in excellent
agreement with the nominal values, indicating successful
substitution of Ge in the chalcopyrite matrix.

X-Ray photoelectron spectroscopy data for CuFe0.94Ge0.06S2
(Fig. 4) reveals the presence of Cu+, Fe3+ and S2−, as has been
observed in XPS data for unsubstituted chalcopyrites.25,29,31,48,49

However, an additional weak peak (Fig. 4b) corresponding to
Fe2+ is observed in the Fe 2p spectrum, suggesting that Ge
substitution results in a reduction of a fraction of the Fe3+ ions
to Fe2+. A similar observation has been made for tin and indium
substitution in chalcopyrite30,31 Signicantly, the 3d spectrum of
Ge (Fig. 4d) indicates that this cation is in a mixed oxidation
state, with peaks assignable to both Ge2+ and Ge4+ present; the
latter having the higher intensity. While data were obtained for
materials with lower germanium contents, the Ge signal was too
weak to provide denitive information on the oxidation states.

CuFeS2 exhibits a relatively high electrical resistivity (r) of
0.31–0.4 mU m at temperatures in the range 323 # T/K # 723.
The resistivity is markedly reduced on Ge substitution (Fig. 5a)
at levels of substitution up to x = 0.06. The temperature
dependence also changes, with r(T) becoming relatively at for
the substituted materials. At higher levels of Ge incorporation,
(x$ 0.08) the electrical resistivity increases slightly. This may be
associated with the presence of trace amounts of secondary
phases, identied by SEM, at these high levels of substitution.
The lowest electrical resistivity, measured for CuFe0.94Ge0.06S2,
is ca. 50–70% lower than that of the pristine CuFeS2 phase,
demonstrating the effectiveness of Ge substitution in improving
the electrical properties.

The Seebeck coefficient (S) (Fig. 5b), follows a similar trend
to that observed for the electric resistivity: jSj initially decreases
with Ge contents up to x= 0.06, before increasing slightly at x$
0.08. The temperature dependence of the Seebeck coefficient is
again markedly different for the substituted samples, and S(T)
exhibits a much atter response compared to that of CuFeS2. A
low electrical resistivity combined with a relatively high and at
S(T), leads to a high power-factor (PF) in the Ge-substituted
phases, which increases with temperature, contrary to the
PF(T) dependence of CuFeS2 (Fig. 5c). The maximum power
factor, PF = 0.6 mW m−1 K−2, achieved for CuFe0.94Ge0.06S2 at
723 K, represents an almost three-fold improvement over that of
unsubstituted CuFeS2.
23878 | J. Mater. Chem. A, 2022, 10, 23874–23885
Hall-effect measurements at room temperature (Fig. 6a),
reveal that the charge-carrier concentration (n) increases with
increasing Ge concentration, from n = 1.4(2) × 1019 cm−3 for
unsubstituted CuFeS2 to a maximum n = 4.7(3) × 1019 cm−3 for
CuFe0.94Ge0.06S2. However, the maximum value of n is lower
than that expected on formal electron counting grounds (ca. 8×
1020 cm−3 for x = 0.06). While substitution of Ge4+ for Fe3+

results in electron donation, Ge2+ identied by XPS, is expected
This journal is © The Royal Society of Chemistry 2022
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Fig. 6 (a) Carrier concentration (n) and mobility (m) of CuFe1−xGexS2 (0.0 # x # 0.10) samples. (b) Pisarenko plot showing jSj vs. n for
CuFe1−xGexS2 (0.0 # x # 0.06) samples.
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to act as an electron acceptor. The intensity ratio I(Ge4+)/I(Ge2+)
z 2.5 observed in the XPS data, indicates that Ge4+ is the
majority species. Therefore, germanium substitution is ex-
pected to produce an increase in the effective carrier concen-
tration, albeit one that is reduced from the values expected on
the basis of electron counting.

With further increases in the Ge content (x > 0.06), the carrier
concentration decreases, consistent with the slight increase in
the electrical resistivity and Seebeck coefficient for the compo-
sitions with x $ 0.08. The origin of the decrease in charge-
carrier concentration at high levels of substitution may be
associated with the formation of secondary phase(s), as
observed by SEM (but not by powder X-ray diffraction), that
would result in a slight change to the Cu : Fe ratio in the primary
Fig. 7 The atom projected density of states (PDOS) for Ge (6.25 at%) su

This journal is © The Royal Society of Chemistry 2022
chalcopyrite-type phase. Although the charge-carrier mobility
decreases with substitution, the change is less marked
compared to that in the carrier concentration. Pisarenko plots
(Fig. 6b) derived from the Hall measurement data reveal an
increase in the density-of-states (DOS) effective mass, from
m*

d ¼ 2:6 me for the CuFeS2 to m*
d ¼ 2:9� 3:2 me for CuFe1−x-

GexS2 (0.02 # x # 0.06). The increase in m*
d can be understood

from the atom projected density of states (PDOS) for the Ge-
substituted CuFeS2 system (Fig. 7). Localized germanium elec-
tronic states near the Fermi level (EF), indicate weak chemical
bonding with the sulphur atoms. The hybridization of germa-
nium 4p states with sulphur 3p states also induces localized
iron and copper electronic states. These are associated with
those neighbouring MS4 (M = Fe, Cu) tetrahedra that are
bstituted CuFeS2 system.

J. Mater. Chem. A, 2022, 10, 23874–23885 | 23879
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Fig. 8 Temperature dependence of (a) total (k), (b) electronic (ke) and
lattice (kL) thermal conductivities of CuFe1−xGexS2 (0.0 # x # 0.10).
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connected to the germanium-centered tetrahedra through
a common sulphur vertex. The sharp localized states increase
the band degeneracy and the DOS near the Fermi level, and are
responsible for the high m*

d; which contributes to the mainte-
nance of a relatively high Seebeck coefficient.

Unsubstituted CuFeS2 exhibits a high thermal conductivity
(Fig. 8a) due to a large lattice component (kL) (Fig. 8b), arising
from a high mean sound velocity (Table 1). The lattice compo-
nent, kL, decreases by more than 50% on Ge substitution (for x
$ 0.06) with a correspondingly marked reduction in the mean
sound velocities. The derived Debye temperature and elastic
moduli also decrease considerably with Ge substitution, indic-
ative of signicant lattice soening.
Table 1 The longitudinal (vl), transverse (vt), average (vavg) and mean
temperature (qD) of CuFe1−xGexS2 (0.0 # x # 0.10). The calculation deta

Sample vl [m s−1] vt [m s−1] vavg [m s−1]

x = 0 4720 2536 3264
x = 0.02 4178 2270 2906
x = 0.06 3690 2135 2653
x = 0.1 3470 2122 2571

23880 | J. Mater. Chem. A, 2022, 10, 23874–23885
Previously,31 it has been shown that scattering of acoustic
phonons with mean free paths between 50 and 500 nm, can
reduce the lattice thermal conductivity of chalcopyrite-type
phases signicantly. High-resolution transmission electron
microscopy (HRTEM) (x= 0.06 and 0.1) and TEM (x= 0.1) along
the [110] zone axis show twinning features and dislocations in
the Ge-substituted phases at length scales in the range of 5–
20 nm. The density of twins/dislocations become more prom-
inent with an increase in the Ge content (Fig. 9a and c).
However, these line defects would scatter acoustic phonons
with only a small range of mean free-paths. While this may
contribute to the reduction in the lattice thermal conductivity,
the scattering is insufficient to account for the observed
substantial reduction in kL.

The selected area electron diffraction (SAED) pattern along
the [110] zone axis for the composition x = 0.06 (Fig. 9b) shows
no additional diffraction spots corresponding to lower-
symmetry superstructures and/or other phases, apart from the
tetragonal chalcopyrite structure, which is consistent with
powder X-ray diffraction and SEM data. Furthermore, to inves-
tigate if the origin of the reduction in lattice thermal conduc-
tivity is associated with atomic scale defects in the substituted
phases, atomic resolution scanning transmission electron
microscopy (STEM) was performed for CuFe0.94Ge0.06S2. The
high-angle annular dark eld (HAADF)-STEM image (Fig. 9e) at
high magnication reveals no short/long range atomic disorder
or vacancies and shows a uniform and homogenous atomic
ordering in the substituted materials. The absence of any
secondary phases and of atomic defects/vacancies, combined
with the limited range of mean-free-paths of acoustic phonons
scattered by twins/dislocations, suggests that microstructural
features are not the primary origin of the reduced lattice
thermal conductivity.

To investigate the origin of the reduction in thermal
conductivity further, pair distribution function (PDF) analysis of
synchrotron X-ray total scattering data was performed for
CuFe1−xGexS2 (0.02 # x # 0.1) to explore changes in the local
bonding and coordination. The initial structural model in
which Cu, Fe/Ge and S occupy the 4a, 4b, and 8d sites respec-
tively, with site occupancy factors corresponding to the nominal
stoichiometry, was obtained from Rietveld renement using
synchrotron X-ray powder diffraction data. This was imported to
PDFgui to model the experimental PDF. A systematic rene-
ment of the lattice parameters, atomic positions, thermal
displacement parameters and occupancies was performed in
PDFgui over the range 0 < r < 20 Å. At this stage, the long-range
average structure provided a reasonably good t (Rw = 9.8–
(vm) sound velocities; Young's (E) and shear (G) moduli, and Debye
ils for these parameters are provided in the ESI

vm [m s−1] E [GPa] G [GPa] qD [K]

2831 69.9 26.94 319
2532 55.59 21.54 286
2370 47.46 19.00 267
2342 44.36 18.46 264

This journal is © The Royal Society of Chemistry 2022
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Fig. 9 (a) High-resolution transmission electron microscopy (HRTEM) image and (b) selected area electron diffraction pattern (SAED) along the
[110] zone axis for CuFe0.94Ge0.06S2. (c) HRTEM and (d) TEM images along [110] zone axis for CuFe0.9Ge0.1S2 (e) HAADF-STEM image along the
[110] axis. Enlarged colour HAADF image showing the distribution of cations is given in the ESI.†
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11.2%) to the PDF at longer interatomic distances (r) but
produced relatively poor agreement between the calculated and
observed PDF at lower r (<3 Å), indicating the presence of short-
range deviations from the long-range average structure. In an
effort to improve the t at low r, the symmetry constraints on
the Wyckoff sites were relaxed and atomic positions for each
cation and anion rened sequentially, unconstrained by
symmetry. The coordinates for Cu, Fe and S remained
unchanged, thereby maintaining the overall crystal symmetry
and long-range order of these cations. However, the model that
This journal is © The Royal Society of Chemistry 2022
produced the best t (Rw = 5.6–6.1%) of the PDF for all
substituted phases corresponds to a structure in which two out
of the four germanium positions originally at the 4b site in the
unit cell are displaced from the centre of the GeS4 tetrahedron
towards one of the triangular (S3) faces of the tetrahedron. The
resulting experimental and calculated PDFs for CuFe0.94Ge0.06S2
are presented in Fig. 10, with the proles for the other
compositions provided as ESI, (Fig. S6†). The remaining two Ge
positions remain in the expected tetrahedral geometry at loca-
tions corresponding to a sub-set of those associated with what
J. Mater. Chem. A, 2022, 10, 23874–23885 | 23881
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Fig. 10 (a) Pair-distribution function, G(r) as a function of atomic-pair
distance (r) for CuFe0.94Ge0.06S2 (x = 0.06). Gtrunc and Gcalc

represent the experimental and calculated PDFs respectively, while
Gdiff = Gtrunc − Gcalc. (b) The best fit structural model showing local
distortion induced by Ge2+ ions.
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was originally the single 4b Wyckoff site. The germanium
cations remaining in tetrahedral coordination can be associ-
ated with the Ge4+ ions identied by XPS. The closed-shell 3d10

electron conguration of this cation supports a stable tetrahe-
dral coordination by sulphur atoms. The off-centered Ge cations
can be identied as the Ge2+ species. These exhibit a near
trigonal pyramidal coordination with three sulphur atoms
(Fig. 10), instead of the expected tetrahedral coordination. The
splitting of these two Ge2+ cations out of the four formerly
crystallographically equivalent sites, maximises the distance
between Ge2+ which aids in maintaining the local charge
balance. Moreover, the level of Ge substitution is too low to
induce long-range order, and the average structure is therefore
Table 2 The fitted parameters from the Debye–Callaway model. 3 is the
from fitting eqn (1) to the experimental kL

Sample L [mm] A [× 1043 s−3] B [× 1043 s−3]

x = 0 12.1 2 6
x = 0.02 5.9 7.26 6.2
x = 0.06 3.8 75.33 5.7
x = 0.1 19.6 97.47 6

23882 | J. Mater. Chem. A, 2022, 10, 23874–23885
not affected by the local distortion. A similar mixed coordina-
tion environment of germanium with sulphur has been
observed in TlGeS2,50 which contains formally Ge4+ in tetrahe-
dral coordination (GeS4) and Ge2+ in a distorted trigonal pyra-
midal coordination (GeS3). Similarly, in germanium(II) sulde,
GeS, Ge2+ adopts a trigonal pyramidal coordination,51,52

providing further evidence for the impact of the stereochemi-
cally active 4s2 lone pair of Ge2+. The local structural distortion
due to the displaced Ge2+ cations may be quantied through the
evaluation of bond length (gx) and angle (gq) distortion
parameters for the GeS4 tetrahedra (calculation details in ESI†).
In the case of the near-ideal FeS4 and Ge4+S4 tetrahedra located
at the 4b site, gx (4.12 × 10−4) and gq (3.1 × 10−4) for the (Fe,
Ge)–S bonds are quite low, consistent with a near-tetrahedral
coordination. However, for Ge–S bonds associated with the
displaced Ge2+ cations, gx and gq increase to 1.33 × 10−2 and
8.61 × 10−3, respectively, indicating signicant displacement of
the Ge2+ cations from the centre of the GeS4 tetrahedron.

The lattice thermal conductivity of Ge-substituted phases, kL,
was modelled according to the Debye Callaway model:53,54

kL ¼ kB

2pvm

�
kBT

ħ

�3 ðqD=T
0

x4ex

sc�1ðex � 1Þ2 dx (1)

where x = ħu/kBT, kB = Boltzmann's constant, ħ = reduced
Plank's constant, vm = mean sound velocity, u = phonon
frequency, qD = Debye temperature and sc

−1 = total phonon
relaxation rate which can be expanded into:

sc
�1 ¼ sB

�1 þ sD
�1 þ sU

�1 ¼ vm

L
þ Au4 þ Bu2T e�qD=3T (2)

where sB
−1, sD

−1 and sU
−1 represent the relaxation times due to

grain boundary, point defect and phonon–phonon Umklapp
scattering processes, respectively. L is the average grain size and
A and B are tting parameters, corresponding to the contribu-
tions of the point defect and Umklapp scattering processes,
respectively. The point defect parameter (A) further depends on
a scattering parameter, G = GM + GS, where GM and GS are the
scattering parameters for mass-difference and strain-eld uc-
tuations, respectively.55,56 The calculation details for these
parameters are given in the ESI† and the results presented in
Table 2.

The point defect scattering parameter (A) increases signi-
cantly with Ge concentration, primarily due to a marked
increase in the strain-eld uctuation (GS). There is a 9-fold
increase in GS between compositions with x= 0.02 and x= 0.06,
which suggests a high strain induced by the Ge substituent.
This may reect the local structural distortion associated with
impact of the stereochemically active adjustable parameter calculated

G [× 10−3] GM [× 10−3] GS [× 10−3] 3

— — — —
8.11 0.66 7.45 88
69.11 1.89 67.22 267
85.99 3.02 82.97 200

This journal is © The Royal Society of Chemistry 2022
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Fig. 12 Thermoelectric figure-of-merit as a function of temperature
for CuFe1−xGexS2 (x = 0–0.1).
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the 4s2 lone pair of Ge2+. The values of GS determined in the
present study are found to be higher than values reported for
other substituted chalcopyrites containing non-lone-pair
cations.20,25,31 This suggests the presence of a cation with
a stereochemically-active lone pair creates a high degree of
strain, through a local structural distortion. The distortion
enhances point defect scattering and lattice soening, as evi-
denced by the reduction in the elastic moduli, Debye tempera-
ture and sound velocities (Table 1).

Phonon calculations for the parent phase, CuFeS2, (Fig. S7†)
demonstrate that the majority of the heat-carrying acoustic
modes lie below 4 THz while the low-frequency optical phonon
modes are in the range 4–6 THz. In CuFe0.94Ge0.06S2, the weak
local chemical bonding of germanium with sulphur, leads to
sharp resonant phonon states around 3–3.2 THz (Fig. 11). These
localized vibrational modes are close in energy to both the
acoustic and low-energy optical modes, and may contribute to
enhanced phonon scattering. In addition, the lattice soening
induced by Ge substitution propagates to the Cu–S and Fe–S
bonds in the neighbouringMS4 (M= Cu, Fe) tetrahedra, leading
to changes in the detail of the phonon DOS compared to that of
CuFeS2.

Calculation of the phonon group velocities of the two
longitudinal (LA, LA′) and one transverse optical (TO) acoustic
modes (Table S5†) shows a reduction in the average group
velocity along the G − X, G − Z and G − N directions in
CuFe0.94Ge0.06S2, compared to the pristine CuFeS2, by ca. 2–6%.
A similar combination of a local structural distortion and
a reduction in the phonon group velocities has been observed
for indium substitution in CuFeS2.29,30 The distortion has been
attributed to a stereochemically-active 5s2 lone pair of electrons
associated with In+. Together with the results presented here,
this suggests that the introduction of a p-block cation with
a stereochemically-active lone pair of electrons, at one of the
cation sites in CuFeS2, offers an effective method for reducing
the lattice thermal conductivity compared to what is achievable
using transition-metal substituents.

The maximum gure-of-merit (zT) of CuFe1−xGexS2 (0.0 # x
# 0.10) increases from zT = 0.07 (at 723 K) for the pristine
CuFeS2 to a zT = 0.4 at 723 K for CuFe0.94Ge0.06S2 (Fig. 12). This
represents an almost six-fold improvement. Furthermore, the
maximum value of zT attained in this work, is higher than the
Fig. 11 The phonon density of states as a function of phonon
frequency for 6.25 at% Ge-substituted CuFeS2.

This journal is © The Royal Society of Chemistry 2022
values reported for many of the substituted CuFeS2
compositions,20,25–27,29–31,57–59 and is one of the highest achieved
in substituted chalcopyrite; thus, making Ge substitution
a promising approach to fabricating high-performing n-type
CuFeS2 materials for thermoelectric applications.
4. Conclusions

Pair-distribution function analysis (PDF) reveals that substitu-
tion of iron in chalcopyrite by germanium leads to a local
structural distortion associated with the presence of Ge2+ that is
identied by XPS. The stereochemically-active 4s2 lone-pair of
Ge2+ favours adoption of a trigonal pyramidal coordination
which induces movement of the germanium cation from the
centre of the tetrahedron towards one of the triangular faces.
This contributes to the increase in the calculated strain-
uctuation scattering parameter (GS), which leads to a reduc-
tion in lattice thermal conductivity. In addition, calculations
indicate Ge substitution introduces localized vibrational
modes, which may also increase phonon scattering through
interaction with energetically similar acoustic and low-energy
optic modes.

Substitution also produces a signicant reduction in elec-
trical resistivity as a result of an increased carrier concentration,
although the increase is less than expected on the basis of
electron counting. This can be attributed to themixed Ge2+/Ge4+

oxidation states indicated by XPS. However, the localized elec-
tronic states near the Fermi level arising from Ge, lead to a high
density-of-states effective mass. This enables a relatively high
Seebeck coefficient to be maintained, even at increased carrier
concentrations, contributing to a high power factor of ca. 0.6
mW m−1 K−2 at 723 K in CuFe0.94Ge0.06S2.

In conjunction with the marked reductions in thermal
conductivity, the gure-of-merit of all Ge-substituted materials
is increased over that of the end-member phase, with
a maximum zT = 0.4 being attained for CuFe0.94Ge0.06S2 at
J. Mater. Chem. A, 2022, 10, 23874–23885 | 23883
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723 K. These results demonstrate that substitution with a p-
block cation, possessing a stereochemically-active lone pair of
electrons can be an effective strategy to achieve high thermo-
electric performance by effecting signicant reductions in
lattice thermal conductivity through local structural distortions.
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26 R. Lefèvre, D. Berthebaud, M. Y. Mychinko, O. I. Lebedev,
T. Mori, F. Gascoin and A. Maignan, RSC Adv., 2016, 6,
55117–55124.
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