#® ROYAL SOCIETY
PP OF CHEMISTRY

RSC Advances

View Article Online

View Journal | View Issue,

Remarkably reduced thermal conductivity and
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In this study, we demonstrate that co-doping Sb and Cu into n-type PbTe significantly enhances its
thermoelectric performance by increasing electrical conductivity and reducing thermal conductivity at
high temperatures. A series of Pb;_,,(SbCu),Te (x = 0-0.006) samples were synthesized using a solid-
state reaction method. The results show that the ZT values at 673 K range from 0.93 to 1.3, depending
on the doping concentration. The maximum ZT value of 1.3 at 673 K was achieved for the sample with
an optimal doping level of x = 0.005, attributed to the synergistic effects of Sb and Cu on carrier
concentration optimization and enhanced phonon scattering. These findings provide a cost-effective
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1. Introduction

Recently, thermoelectric conversion has emerged as a prom-
ising solution to the ongoing energy crisis, offering a clean and
renewable energy source." Thermoelectric materials have
a unique ability to directly convert heat into electricity and vice
versa.” The efficiency of thermoelectric materials is evaluated
using the dimensionless figure of merit (Z7) which is defined as
ZT = S%0T/x, where S is Seebeck coefficient, ¢ is electrical
conductivity, k = k. + k1 is thermal conductivity (where . and k;
represent the electron and lattice thermal conductivity respec-
tively), and T'is the temperature.>” To maximize the ZT value, it
is essential to achieve a low thermal conductivity and a high
power factor (PF = 5°¢), making these parameters the primary
focus when developing high-performance thermoelectric
materials.®’

Over the past 50 years, advancements in thermoelectric
materials have paved the way for efficient energy conversion
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candidate for mid-temperature thermoelectric applications.

technologies. These materials, capable of directly converting
heat into electricity, have attracted significant attention as clean
and renewable energy solutions.** Among inorganic thermo-
electric materials, chalcogenides, Si-Ge alloys, skutterudites,
clathrates, half-Heusler alloys, and telluride-based compounds
such as PbTe and Bi,Te; have demonstrated exceptional ther-
moelectric performance.'®** Among them, lead telluride (PbTe)
stands out as one of the most efficient thermoelectric materials
for intermediate temperature applications due to its favorable
rock-salt crystal structure and intrinsically low thermal
conductivity.'® Notably, PbTe-based thermoelectric devices have
been successfully employed in various NASA missions since the
development of the first radioisotope thermoelectric generator
(RTG) in 1959, which utilized both n-type and p-type PbTe
materials for energy conversion."”'®

Extensive research on PbTe-based materials has revealed
that doping plays a crucial role in improving their thermoelec-
tric properties by optimizing carrier concentration.”>* Doping
has proven to be an effective strategy for achieving these goals,
with numerous elements successfully incorporated into PbTe to
enhance its n-type thermoelectric properties.> In 2011,
LaLonde et al. investigated the thermoelectric properties of
PbTe; _,I,, and the results showed that the average ZT value
reached 1.4 in the range of 700-850 K.** Subsequently, Yang
et al. fabricated Bi-doped material based on n-type PbTe doped
with Bi, achieving a maximum ZT value of 1.35 at 675 K for the
Pby 99Big 01 Te sample.”® By doping transition metals, the carrier
concentration can be optimized, increasing both the electrical
conductivity and ZT.>” When Sn and Zn are co-doped, conduc-
tion band convergence occurs, improving the Seebeck
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coefficient and resulting in a ZT of 1.57 at 840 K.*® Alternatively,
combining chromium as a doping element that can provide e at
low temperatures with Ag as an element with the potential to
optimize carrier concentration, the thermal conductivity of
PbTe decreases and the electrical conductivity increases at high
temperatures above 500 K. The ZT value reaches ~1.5 at 773 K
with a conversion efficiency of ~13.25% for the sample
Pby.975Crg g25Te€-1.5%Ag,Te.”* However, the ZT value of n-type
PbTe remains limited compared to p-type materials.*® There-
fore, researching and improving the ZT value of n-type PbTe is
essential for practical applications.*

In particular, Sb doping has been shown to enhance carrier
concentration, while Cu doping can reduce lattice thermal
conductivity through enhanced phonon scattering. Recent
works have reported the synergistic effects of Sb and Cu co-
doping in optimizing the thermoelectric properties of n-type
PbTe, with significant improvements in ZT values.**** Sb is
one of the promising n-type doping elements in PbTe.** Initially,
Christopher M. Jaworski et al. found that Sb is an amphoteric
nature dopant. Depending on the location of the element it
replaces, Sb can be either an acceptor or a donor.* Later, Taras
Parashchuk et al. carried out the impact of Sb substitution on
PbTe thermoelectric properties by both experimental and
theoretical. As a result, the best conversion efficiency n of
11.7%, obtained with a nominal Sb amount of x = 0.01.%¢
Furthermore, co-doping Sb with another element into PbTe
markedly improved the electric conductivity.*”** A ZT value of
0.94 was obtained at 723 K for PbTe-based materials co-doping
Ag and Sb.* Interestingly, the highest ZT value to date for n-type
PbTe is 1.8 at 773 K by co-doping Sb and I, while p-type PbTe
material has the highest value of 2.5.*°*

Herein, we carried out a detailed study on the microstruc-
tural and fracture face of the series Pb;_,,(SbCu),Te samples
with different content of Sb and Cu (x = 0; 0.003; 0.004; 0.005;
and 0.006), were synthesized by solid-state reaction method.
The effect of introducing Sb and Cu as co-doing elements on the
thermoelectric properties of n-type PbTe was investigated in the
range temperature of 300-673 K. With the desire that co-doped
Sb and Cu will increase electrical conductivity and reduce
thermal conductivity, leading to an improved PF value and ZT
coefficient.

2. Experiment

2.1. Synthesis

All the high-purity Pb (99.99%), Te (99.99%), Sb (99.99%), and
Cu (99.99%) powders were used to produce a series of Pb;_,,(-
SbCu),Te (x = 0; 0.003; 0.004; 0.005, and 0.006) solid materials
using solid-state reaction process. The preliminary components
were firstly weighed according to stoichiometry and then
calcined at 873 K in 1 hour under Ar atmosphere after homog-
enous mixing. After that, the mixture powder was added to
graphite die and pressed at 573 K for 1 hour at 5 MPa. The
pellets were sintered again under the same conditions. There-
after, the sintered pellets were cut into a correct sizes for further
measurents with a slow cutter.
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2.2. Characterization

The phase purity and the crystal structure of the specimens were
analyzed carrying out X-ray diffraction measurements by using
Cu Ko radiation (XRD EQUNOX 5000, Thermo scientific,
France). The temperature dependence Seebeck coefficient and
the electrical conductivity were assessed by the standard four-
probe method. The thermal conductivity (o) of the pellets was
measured according to the following equation: k = DCpp, where
D is the thermal diffusivity, C, represents the specific heat and p
is density. The D value was measured on a Netsch LFA-457
apparatus in the range of 300-673 K. The microstructure of
the fractured surfaces was investigated using Field-Emission
Scanning Electron Microscopy (FESEM S4800, Hitachi, Japan).

3. Results and discussion

The X-ray diffraction (XRD) patterns of pristine PbTe and Sb/Cu
co-doped PbTe bulk samples are shown in Fig. 1. The diffraction
peaks for all samples align closely with the standard JCPDS
reference pattern for PbTe (JCPDS, no. 65-0137) confirming that
the samples retain the rock-salt (NaCl) structure with Fm3m
symmetry, characteristic of PbTe.** The sharp peaks in the
diffraction patterns indicates that the samples are well
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Fig.1 (a) The room temperature X-ray diffraction and (b) Williamson—
Hall (W—-H) analysis was performed of Pb;_,,(SbCu),Te samples (x = 0;
0.003; 0.004; 0.005; and 0.006).
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crystallized and exhibit significant grain growth, with
a preferred orientation along the (200) plane. The small
secondary peaks observed near the (200) peak suggest the
presence of TeO, (COD-96-153-7587) and PbO (COD-96-153-
7983) phases, which likely result from incomplete reactions
during the solid-state synthesis.** However, no detectable peaks
corresponding to Cu,Te or Sb,Te; phases were observed in the
PbTe samples. The lattice parameter for the undoped PbTe
sample which was calculated from the XRD data, is approxi-
mately 6.44 A, which is consistent with reported values for bulk
PbTe.*””*®* In the Sb and Cu co-doped PbTe, the lattice parame-
ters slightly decrease to 6.386, 6.364, 6.361, and 6.363 A for x =
0.003, 0.004, 0.005, and 0.006 respectively compared to the
undoped sample. The change in lattice parameter can be caused
possibly by the Sb and Cu ions which are smaller ions that of Pb
in the PbTe lattice. This reduction in lattice parameters vali-
dates the incorporation of Sb and Cu into the PbTe lattice and
supports the hypothesis that doping introduces dislocations
and point defects, contributing to enhanced phonon scattering
and reduced thermal conductivity.

To investigate the contributions of strain and crystallite size
to the broadening of XRD peaks, a Williamson-Hall (W-H)
analysis was performed for the Pb; ,,(SbCu),Te samples (x = 0,
0.003, 0.004, 0.005, 0.006). The W-H plots of 3 cos 6 versus 4 sin
0 exhibited a linear relationship for each composition, allowing
the separation of crystallite size and strain effects. The calcu-
lated average crystallite sizes ranged from 35.33 to 39.78 nm,
with positive microstrain values indicating lattice expansion
due to Sb and Cu co-doping. Among the compositions, the
sample with x = 0.005 exhibited the largest crystallite size (39.78
nm) and the highest strain (0.00034). These results demonstrate
that Sb and Cu co-doping induces lattice distortions and point
defects, which enhance phonon scattering and contribute to
reduced thermal conductivity.

The morphological features of the PbTe and Sb/Cu co-doped
PbTe samples are presented in Fig. 2. The absence of visible
micro-holes in the SEM images indicates that the bulk materials
possess high density. While grain boundaries are not distinctly
visible, the morphological contrast shows that the undoped
PbTe sample exhibits a different texture compared to the doped
samples. At higher magnification, lamellar structures are
observed, which are indicative of the brittle fracture mechanism
characteristic of these materials. The undoped PbTe sample
(Fig. 2b) exhibits long and straight fibrous features across its
surface. However, as Sb and Cu are introduced into the PbTe
matrix, the number of striped structures increases, as seen in
the doped samples (Fig. 2d, f, h and k). This suggests that
doping influences the microstructural evolution, potentially
impacting the mechanical and thermoelectric properties of the
material (Table 1).

Fig. 3a shows the electrical conductivity of all samples as
a function of temperature. For undoped PbTe, the electrical
conductivity decreases sharply from 81.5 S cm™ ' at room
temperature to 49.6 S cm ™ at 500 K before slightly increasing to
52.1 S cm ™! at high temperatures. This behavior indicates that
PbTe acts as a degenerate semiconductor in the temperature
range of 300-500 K.** The enhanced electrical conductivity of

© 2025 The Author(s). Published by the Royal Society of Chemistry
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the doped PbTe samples above 500 K is primarily due to the
suppression of bipolar conduction. Particularly, the conductive
behavior contributed by both electrons in the conduction band
and holes in the valence band becomes more and more signif-
icant.*" Co-doping with Sb and Cu shifts the Fermi level deeper
into the conduction band, reducing the contribution of ther-
mally excited minority carriers. Additionally, the increased
majority carrier concentration contributes to improved
conductivity across the entire temperature range, though its
effect is more pronounced at lower temperatures where bipolar
conduction is negligible. Therefore, the suppression of bipolar
conduction is identified as the dominant mechanism driving
the observed increase in electrical conductivity at elevated
temperatures. Near room temperature, pristine PbTe shows
higher conductivity compared to the doped samples. Fig. 3b
presents the net carrier concentration data obtained from Hall
effect measurements. The negative values indicate that elec-
trons are the dominant charge carriers. The increasing trend
with temperature reflects the combined effects of thermally
activated majority carriers and the suppression of minority
carrier contribution due to Sb and Cu co-doping. This behavior
aligns with the observed suppression of bipolar conduction in
the doped samples. The highest conductivity is observed for the
Pby.092(SbCu)g 004sTe sample, which exhibits an electrical
conductivity of 112.2 S.em™ " at 673 K.

Fig. 4 demonstrates the temperature dependence of the
Seebeck coefficient for Pb;_,,(SbCu),Te samples with doping
concentrations of x = 0; 0.003; 0.004; 0.005; and 0.006. All the
samples exhibit negative Seebeck coefficient values, confirming
that electrons are the dominant charge carriers and the mate-
rials are n-type semiconductors. For un-doped PbTe, the See-
beck coefficient increases from 366 v K ' at room temperature
to 432 uv K ' at 523 K. The consistent negative values of the
carrier concentration and Seebeck coefficient (Fig. 3b and 4)
confirm that electrons remain the dominant carriers above 500
K. The observed decrease in the Seebeck coefficient in co-doped
samples is primarily attributed to the increased carrier
concentration resulting from Sb and Cu co-doping, which
reduces the Seebeck coefficient due to the inverse relationship
between S and carrier density. While the suppression of bipolar
conduction is achieved by shifting the Fermi level deeper into
the conduction band, residual thermal excitation of minority
carriers may still contribute to the observed behavior, albeit to
a much lesser extent. Additionally, co-doping may influence the
electronic band structure, further reducing S at elevated
temperatures Among the doped materials, the sample with x =
0.003 exhibits the highest Seebeck coefficient, reaching
approximately 451 uvV K~ ' at 523 K, which is comparable to the
that of the pristine PbTe compound. As the doping concentra-
tion enhances to 0.004; 0.005; and 0.006, the maximum Seebeck
coefficients are slightly lower, recorded as approximately 441,
420, and 424 pv K, respectively, at 473 K.

Fig. 5 shows the temperature dependence of the power factor
for the series samples of Pb; _,,(SbCu),Te in the range of 300 K
to 673 K. The power factor value strongly depends on conduc-
tivity as well as the Seebeck coefficient. While the electrical
conductivity shows a significant increase with temperature, the

RSC Adv, 2025, 15, 25823-25830 | 25825
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Fig.2 FE-SEMimages show the morphologies of Pb;_,,(SbCu),Te samples system: (aand b) x =0, (c and d) x = 0.003, (e and f) x = 0.004, (g and

h) x = 0.005, and (i-k) x = 0.006 samples.

Seebeck coefficient remains relatively stable. For the undoped
PbTe sample, the power factor decreases from 10.9 pyW cm ™
K2 at room temperature to 8.1 yW cm ™' K> at 673 K. Sb and
Cu co-doped samples exhibit an increasing trend power factor

25826 | RSC Adv, 2025, 15, 25823-25830

in a whole temperature range. In Sb and Cu co-doped samples,
the power factor exhibits an increasing trend with temperature.
At higher temperatures (above 500 K), this trend is primarily
attributed to the enhanced electrical conductivity due to the

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Crystallite size (D) and strain (¢) of Pb;_5,(SbCu),Te (x = O,
0.003, 0.004, 0.005, 0.006)

Sample (x) Crystallite size (D) [nm] Strain (&)
0 35.33 0.00023
0.003 36.68 0.00024
0.004 37.55 0.00027
0.005 39.78 0.00034
0.006 38.23 0.00028

suppression of bipolar conduction and increased carrier
concentration. However, at lower temperatures (below 500 K),
the improvement in power factor is mainly driven by the rising
Seebeck coefficient, as co-doping does not significantly enhance
electrical conductivity in this range compared to the undoped
sample. Among the doped samples, the composition with x =
0.005 achieves the highest power factor, reaching approximately
17.2 yW em ™' K~ at 673 K, achieves the highest power factor,
reaching approximately. This highlights the beneficial effect of
Sb and Cu co-doping on the thermoelectric performance.

Fig. 6 shows the temperature-dependent thermal conduc-
tivity of Pb; ,,(SbCu),Te samples. For undoped PbTe, the
thermal conductivity decreases steadily with increasing
temperature up to the onset of the intrinsic region, reaching
a minimum value of approximately 1 Wm ' K™ ' at 573 K. A
significant reduction in thermal conductivity is observed with
increasing Sb and Cu doping concentrations, which is primarily
attributed to the decrease in lattice thermal conductivity. The
co-doping of Sb and Cu enhances phonon scattering, effectively
reducing lattice thermal conductivity. This effect is likely due to
atomic dislocations and point defects introduced by doping,
which scatter high-frequency phonons more efficiently. The
thermal conductivity of the co-doped samples initially increases
with temperature in the 300-400 K range, particularly for the x
= 0.004 and x = 0.006 samples. This behavior is attributed to
the increased contribution of electron-mediated thermal
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remains weak in this temperature range. As the temperature
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Fig. 3 Temperature-dependent electronic transport properties of Pb;_,,(SbCu),Te samples system: (a) electrical conductivity and (b)
temperature-dependent net carrier concentration (derived from Hall effect measurements) for Pb;_,,(SbCu),Te samples. Negative values

confirm that electrons are the majority carriers in the n-type materials.
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increases further, phonon-phonon scattering becomes domi-
nant, leading to a reduction in lattice thermal conductivity and
a subsequent decrease in total thermal conductivity. The x =
0.004 sample demonstrates the highest thermal conductivity
across most of the temperature range, primarily due to its
higher carrier concentration. According to the thermal
conductivity formula (k = k + k), the electronic thermal
conductivity (k) is strongly dependent on carrier concentration.
The elevated carrier concentration in the x = 0.004 sample leads
to an increase in k., thereby raising the total thermal conduc-
tivity. Additionally, the high thermal conductivity in the x =
0.004 sample may result from reduced phonon scattering effi-
ciency, which could be attributed to variations in dopant
distribution or clustering. Furthermore, stronger electron-
phonon coupling in this sample may also contribute to the
higher thermal conductivity. Together, these factors counteract
the expected reduction in lattice thermal conductivity, resulting
in the observed behavior.

The temperature dependence of the figure of merit (Z7),
which is calculated from the power factor and thermal
conductivity for all Pb;_,,(SbCu),Te samples is demonstrated in
Fig. 7. For the undoped PbTe sample, a high ZT value of ~0.53 is
achieved, which is comparable to the maximum ZT values re-
ported for PbTe samples prepared via melting and pulsed
electric current sintering in.** The addition of Sb and Cu
significantly reduces the thermal conductivity due to enhanced
phonon scattering, particularly at higher temperatures, which is
primarily attributed to the reduction in lattice thermal
conductivity. As a result, the ZT value of PbTe improves
substantially with increasing temperature and doping levels.
For the doped samples, the ZT value ranges from 0.95 to 1.3 at
673 K, depending on the Sb and Cu content. The highest ZT
value of 1.3 is achieved at a doping level of x = 0.005 which is
more than double that of the undoped sample.

Fig. 7b highlights the comparison of the maximum Z7 values
for n-type PbTe materials. Co-doped Sb and Cu samples exhibit
significantly higher ZT values compared to samples doped with
Sb alone, underscoring the synergistic effect of co-doping.®”
Compared to other co-doping strategies, the optimal ZT value of
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1.3 obtained in this study is significantly higher than the
previously reported ZT of 0.93 at 723 K for PbTe co-doped with
Ag and Sb.*® However, it remains slightly lower than the ZT value
of 1.8 at 723 K observed in PbTe co-doped with Sb and I, as well
as some Cu-based alloys.>® These results emphasize the
potential of Sb and Cu co-doping to enhance thermoelectric
performance in PbTe-based materials, while also highlighting
opportunities for further optimization.*”

4. Conclusion

The Pb, ,,(SbCu),Te solid solutions were successfully synthe-
sized, and their thermoelectric properties were enhanced
through Sb and Cu co-doping. XRD analysis confirmed the rock-
salt structure, with lattice distortions caused by doping
contributing to reduced lattice thermal conductivity via phonon
scattering. Co-doping increased electrical conductivity at high
temperatures and maintained competitive Seebeck coefficients,
resulting in improved power factors. The thermal conductivity
was significantly reduced, with the sample at x = 0.006 showing
a reduction of approximately 50% reduction compared to
undoped PbTe. The optimized composition (x = 0.005) achieved

© 2025 The Author(s). Published by the Royal Society of Chemistry
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a maximum ZT value of 1.3 at 673 K, more than double that of
undoped PbTe and higher than many previously reported values
for similar systems. These results demonstrate that Sb and Cu
co-doping is an effective approach to improving the thermo-
electric performance of PbTe, offering potential for further
optimization.
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