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Improvement in the thermoelectric properties of
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materials synthesized via an alternative interfacial
reaction and low-pressure SPS processingt

{ '.) Check for updates ‘

Cite this: /norg. Chem. Front., 2020,
7, 4118

Raymond V. Rivera Virtudazo,*® Bhuvanesh Srinivasan, {2 # Quansheng Guo,?
Rudder Wu,? Toshiaki Takei,? Yuta Shimasaki,® Hiroaki Wada,® Kazuyuki Kuroda, {9
Slavko Bernik" and Takao Mori*®9

n-Type ZnO-based semiconducting materials are increasingly studied for thermoelectrics (TE) in the past
due to their inexpensive and non-toxic nature coupled with their high Seebeck coefficient and stability at
elevated temperatures. However, their high thermal conductivity limits their prospect for TE application.
In this work, a novel, simpler and faster bottom-up approach to produce thermoelectric Al-doped ZnO
ceramics from nanopowders produced by an interfacial reaction (double emulsion method) followed by
consolidation by spark plasma sintering (SPS) is explored. This alternative interfacial reaction yielded
porous aggregates composed of nanoparticles, which exhibited distinctly enhanced TE performance after
densification by SPS at low pressure, due to the notable improvement in the power factor and pro-
nounced suppression of the lattice thermal conductivity caused by the nano/micro-structure engineered
by this bottom-up synthesis technique. This encompasses grain size reduction, inclusion of Al-rich nano-

Received 22nd July 2020,
Accepted 1st September 2020

precipitates, and nanoporosity, thus enabling scattering of phonons of different mean free paths. A
maximum figure of merit ZT ~0.13 at 750 K was obtained for Zngg7Alp 03O ceramics, a substantial
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1. Introduction

Thermoelectric (TE) materials with their ability to directly
convert waste heat to electrical energy can have the potential
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enhancement to the previously reported values for the same composition synthesized by the traditional

to be environmentally friendly and minimize our dependence
on fossil-fuel energy.' The performance of TE materials is
generally evaluated by the dimensionless figure of merit, ZT =
S*T/pk = S*6T/k, wherein p, S, T, and « are the electrical resis-
tivity (o is the electrical conductivity), Seebeck coefficient,
absolute temperature, and total thermal conductivity, respect-
ively. The total thermal conductivity (x) is the sum of the con-
tributions from electrons (k.) and lattice phonons (kja), k¥ =
Klate + Ke. Hence, the TE efficiency depends on a number of
specific material/transport properties. Some of the well-known
TE materials for refrigeration and/or power generation are
Bi,Te;," ® PbTe,” Si,_,Ge,,'° > GeTe,* > etc., wherein their
ZT > 1. However, the drawbacks of using these conventional
TE materials are their toxicity, expensive/complicated proces-
sing techniques, and poor stability at high temperature or in
air.

A potential solution to the challenges faced by the conven-
tional TE materials is to use elementally abundant sulfide,"®">°
silicide*’* and oxide®* > materials for TE. For high tempera-
ture TE applications, stable materials such as borides*** and
oxide-based ceramics®>***” seem to be promising. Oxide-
based materials, which are generally inexpensive, environmen-
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tally-friendly and stable at high temperatures, are particularly
interesting. However, the synthesis routes for developing such
nanostructured p-type and n-type non-toxic oxide TE materials
with competitive ZT are still complex and quite challenging.
Hence, more research efforts are needed in these materials to
arrive at a simpler synthesis route. This work is one such
attempt aimed at developing such a feasible simpler and
efficient route to develop nanostructured oxide-based TE
materials.

ZnO, a promising n-type wide bandgap (~3.3 eV) semi-
conductor with a large Seebeck coefficient (~—400 pV K™'), has
been chosen for this work.?$???*?%4% The Zn-O bond has a
covalent character because of the small electronegativity differ-
ence, which leads to relatively large carrier mobility so that the
low charge carrier concentration below 10'® em™ is respon-
sible for the low electrical conductivity.*® The issue, however,
is that the simple wurtzite crystal structure with light Zn and O
elements leads to a thermal conductivity >50 W m™" K™* at
room temperature.”’™® The TE properties of ZnO-based cer-
amics were first reported by Ohtaki*® and Tsubota.*® They pio-
neered Al-doped ZnO because they were particularly interested
in their high thermal stability, high electrical conductivity and
low toxicity for high-temperature (>1273 K) TE application. A
secondary phase, ie. ZnAl,0, (as nanoprecipitates), with
intrinsically high resistance, typically appears in Al-doped ZnO
ceramics due to the low solubility limit of Al in ZnQ.>**%**
Though such secondary precipitates slow the electron trans-
port, they are quite effective in suppressing the thermal trans-
port due to the scattering of phonons of selective mean free
paths, thus resulting in lower thermal conductivities.*"*>™*®
Suppressing « is an essential requisite for boosting the ZT in
ZnO-based TE materials. A low resistance n-type Al-doped ZnO
bulk material is usually obtained by doping with ~0.5-5 mol%
Al,O; followed by sintering at ~1673 K.>*® Several attempts
and strategies have been adopted in the past with varying
degrees of success to reduce the thermal transport in ZnO
materials such as doping with homologous compounds like
InO, 5**°° and GaO, 5,**>" for nanoscale engineering by creat-
ing nanoinclusions of planar defects, superstructuring, pores/
voids, nano-graining, grain boundaries, point defects, etc.”>*°
However, in most cases, the preparation of such ZnO-based
nanocomposites involves the laborious process of mechanical
alloying (high energy ball milling) or solid-state reactions fol-
lowed by hot pressing.

In this work, we present a process that would be much
simpler and faster compared to the conventional solid-state
reaction route for synthesizing nanostructured ZnO-based
materials. Herein, the porous ZnO-based powders were syn-
thesized via a simple interfacial reaction (double emulsion
method) followed by compaction by spark plasma sintering
(SPS) at low pressure. This strategic and efficient process
resulted in reduced thermal conductivity and a relatively accep-
table power factor in ZnO-based materials. The influence of
the synthesized starting powder (nanoporous Zn-Al-O, i.e.,
NZn, ,Al,O) on TE properties of sintered ceramics
(T-NZn,_,Al,OP) as a function of Al-content was investigated.
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The Al-doped ZnO nanostructured ceramics manifested an
improved TE performance, thanks to the reduced x induced by
a variety of microstructural features. A maximum, Z7 ~0.13 at
750 K was obtained for Zng ¢,Al 030 composition, which is
comparable with some of the best-reported values at this temp-
erature for Al-doped ZnO ceramics.

2. Materials and methods

2.1. Synthesis

2.1.1. Chemicals/reagents. Ultrapure water (H,O) was gen-
erated using a Milli-Q integral purification system. Aluminum
nitrate nonahydrate (Al(NOj3)3-9H,0), zinc nitrate hexahydrate
(Zn(NO3),6H,0), hexane (C¢His, >99%), Tween 80
(CeaH124056, M,, ~1310), Span 80 (Cy;H;0, M, ~429,
ammonium bicarbonate (NH,HCO3, >99%) and ZnO commer-
cial powders (referred as ZnO-Com) were procured from
Sigma-Aldrich Company.

2.1.2. Zn,_,Al,O powder synthesis and compaction by SPS.
Zn;_,ALO (x = 0.0, 1.0, 2.0 and 3.0 at%) powders were prepared
by a double emulsion method at room temperature
(Fig. 1).°*® Zinc nitrate hexahydrate (26.264 g, Zn
(NO3),-6H,0, 90.08 mmol) was mixed with aluminum nitrate
nonahydrate (0.536 g, Al(NOs);-9H,0, 1.429 mmol) and water.
The total volume of this water phase (WP1) was fixed to 36 mL,
and the mixture was then stirred for at least 8 h. After stirring,
the WP1 was immediately poured to an oil phase (OP) consist-
ing of hexane (72 mL), Tween 80 (1.00 g), and Span 80 (0.50 g).
The two-phase solution (WP1/OP) was then emulsified (8000
rpm) with a homogenizer for 1 min. After emulsion formation,
the mixture was directly poured into an aqueous solution of
ammonium bicarbonate (250 mL, 2 mol L™") with constant
stirring for 4 h (water phase 2 (WP2)). The mixture, WP1/OP/
WP2, formed a white colloidal solution which was then fil-
tered, washed with deionized water/ethanol, and vacuum dried
at 120 °C for 24 h (dried powder, A-NZn,_,Al,O). Then it was
calcined at 450 °C for 4 h to remove the excess surfactants
(Fig. 1). The calcined powders are referred as NZn, ,AlO.
These powders were then spark plasma sintered (SPS-1080 —
SPS Syntex Inc.) in a 10.0 mm diameter graphite die at 950 °C
(heating rate of ~100 °C min™") for ~5 min (holding time)
under a low axial force of ~2.2 kN (pressure of ~28 MPa)
under an Ar atmosphere (lower than the normal force 2.8 kN).
All the sintered samples (referred as T-NZn,_,Al,OP, with the
nominal composition for x = 0.0, 1.0, 2.0, and 3.0 at%) had a
density of more or less ~90% of the theoretical density. The
sintered discs were then cut and polished to the required
shapes and dimensions for various TE measurements.

2.2. Measurement of particle and pore size distribution

The particle size distribution (PSD) of the powders was deter-
mined using nano-sizer-Delsa instruments (Delsa-NanoC,
Beckman Coulter, and Malvern Zetasizer, Malvern
Instruments).
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Fig. 1 Schematics of the synthesis of porous networked Al-doped ZnO nanostructured ceramics via double emulsion (interfacial reaction) followed

by low-pressure-spark plasma sintering.

The surface and pore size distribution were measured
using the N, sorption method. The pore size distribution was
determined by using the Barrett-Joyner-Halenda (BJH)
method.®® The specific surface area (s.apgy) was calculated
using the Brunauer-Emmett-Teller (BET)®*”®® theory via an
automatic surface area analyzer (Autosorb iQ, Quantachrome
instrument) using nitrogen gas (N,) adsorption and desorp-
tion isotherms recorded at 77 K.®® The total pore volume (V)
was estimated from the amount adsorbed at a relative
pressure of ~0.99. All the dried samples were degassed
at 150 °C and 107> kPa pressure for 22 h prior to the
measurement.

2.3. Analysis of structural and micro/nano-structural aspects

The phase composition of the porous powders and sintered
ceramic pellets was characterized by X-ray diffraction (XRD,
New D8 ADVANCE, Bruker and Ultima3, Rigaku) with Cu-K,;
radiation (4 = 1.54056 A) at a scanning rate of ~0.02° s,
an operating voltage of 40 kV and an emission current of
40 mA.

The microstructure of the samples was analyzed by scan-
ning electron microscopy (SEM) and energy-dispersive X-ray
spectroscopy (EDX) at a working voltage 10-15 kV using
JSM-7001F (JEOL Corp.), S-4800-EDX (Hitachi Corp.) and
SU-8000 (Hitachi Corp.) microscopes.

The samples were also investigated using a high-resolution
transmission electron microscope (HR-TEM, JEOL JEM 2100F)
with a working voltage of 200 kv.

4120 | Inorg. Chem. Front., 2020, 7, 4118-4132

2.4. Measurement of electrical and thermal transport
properties

The electrical resistivity (p) and Seebeck coefficient (S) were
measured simultaneously on bar-shaped samples using a
ULVAC-ZEM-2 apparatus.

The thermal diffusivity (D) was measured using a Laser
Flash ULVAC-TC7000 instrument. The thermal conductivity (k)
was calculated as a product of thermal diffusivity (D), density,
and specific heat (Cp,). C, was measured using a differential
scanning calorimeter (DSC, Hitachi HT-Seiko Instrument SII
Exstar X-DSC7000, and DSC-8231, Thermo Plus Evo2, Rigaku).

The thermal analysis of the porous powders was performed
using an automatic thermogravimetric/differential thermal
analyser (TG/DTA, DTG-60, Shimadzu Corp.) with a heating
rate of ~10 °C min™".

The uncertainties in the results for the values of electrical
and thermal transport properties were ~5% and ~7%, respect-
ively and the value for the overall ZT was ~12%.

3. Results and discussion

The thermal properties and the minimum calcination temp-
erature to produce the final powders (NZnO and NZn,_,Al,O)
were determined from the analysis of the critical weight losses
of the as-synthesized A-Zn;_,Al,O powders by TG/DTA analysis,
as shown in Fig. 2(g). Those as-synthesized powders decom-
posed at ~245-250 °C (~25.2%, peak decomposition) in one

This journal is © the Partner Organisations 2020
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Fig. 2 (a) XRD patterns from 28-75° and (b) a close-up of the (100) reflection between 31 and 33° for the Al-doped ZnO powders. SEM micrographs
of NZn,;_,AL,O for x = 0.0 (c), 1.0 (d), and 2.0 at% (e), (f) average particle size distribution of undoped and Al-doped ZnO powders after heat treat-
ment (calcination) at 450 °C in air and (g) TG/DTA profiles of as-synthesized (prepared by the double emulsion method) Zng(COs3),(OH)e (shown in
black) and A-Zng 97Alg 030 (shown in red).

relatively sharp step. The weight-loss, which occurred at and weight loss can be attributed to de-hydroxylation and
~200-450 °C (~25%), is due to the decomposition of the car- decarboxylation.””" Hence, calcination at 450 °C is appropri-
bonate groups.®>”® From these results, the endothermic peak ate to produce the final NZnO and NZn,_,Al,O powders.
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In the XRD pattern of final undoped and Al-doped calcined
powders (NZnO and NZn,_ ,AlL,O powders) shown in Fig. 2(a)
and Fig. S1,} the main reflections can be indexed to the hexag-
onal wurtzite structure of pure ZnO (PDF # 36-1451).”> Even for
the highest Al-content (3 at%), peaks indicating the presence
of some Al-containing or other secondary phases cannot be
observed from the XRD patterns. Literature reports suggest the
thermodynamic solubility limit of Al in ZnO to be lower than 3
at%, with AI** (rion ~0.039 nm) being much smaller in size in
comparison with Zn*" (rio, ~0.06 nm).”>””> The double emul-
sion (interfacial reaction) method, a non-equilibrium
process,’® might have enabled the incorporation of additional
content of dopants than permitted by the thermodynamic
limit. Such similar phenomena have been found in other out-
of-equilibrium processes such as chemical vapor synthesis
(CvS)** and hybrid flash-SPS processing.”””® The peak broad-
ening along (100) reflection with the increase in Al-concen-
tration, as depicted in Fig. 2(b) and Fig. S17, indicates the
decrease in the crystallite size of the particles with Al-content,
which is not surprising given the size difference between Zn**
and AI’*". This variation in the crystallite sizes with Al-content
has also been confirmed from the microscopic studies (this
will be elaborated further in the forthcoming section). Since Al
has a smaller ionic radius than Zn, it could be expected that
its successful incorporation into the wurtzite ZnO structure on
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Zn sites would cause a unit-cell shrinkage and a shift of the
peaks to higher 26 values. However, this is not evident/
observed from the XRD. The possibility is that the excess Al is
finely segregated on the surface or in the surface region of the
ZnO nanoparticles as a thin amorphous or poorly crystalline
Al-O layer, and hence it might not be detected by XRD.*® Such
a layer can influence the decrease of the crystallite size;
however, it would be very difficult to detect it even by TEM
analysis.

The morphology of the calcined powders (NZnO and
NZn,_,Al,O) is depicted in the SEM images (Fig. 2(c)-(e) and
Fig. S21), which indicates that the powders are basically com-
posed of porous aggregates of the nanoparticles. The PSD data
shown in Fig. 2(f) estimate a broader size distribution for
these aggregated nanocrystals, which are smaller compared to
those of commercial ZnO powder. The aggregation of these
nanoparticles has led to the formation of porous networked
nanostructured materials (NZnO and NZn;_,Al,O). To confirm
the porosity of NZnO and NZn,_,Al, O samples, N, adsorption—
desorption isotherms at 77 K using the BET method for the
surface area (s.apgr) and the BJH method for pore-size distri-
bution (PD) were analyzed, as shown in Fig. 3 (the inset shows
PD). The specific surface area (s.aggr) of undoped NZnO
powders was ~70 m” g~ and the pore volume (Vgn) was
~0.20 cm® g7, The surface area of all the samples is almost in

300
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Fig. 3 Nitrogen adsorption—desorption isotherms (a—d) of NZn,_,ALO powders (with the nominal composition for x = 0.0, 1.0, 2.0, and 3.0 at% of
Al respectively) after heat treatment at 450 °C in air. The inset shows the corresponding BJH (Barrett—Joyner—Halenda) pore size distribution.
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Fig. 4 TEM micrographs (a—d) of NZn;_,ALO (with the nominal com-
position for x = 0.0, 1.0, 2.0, and 3.0 at% of Al, respectively), TEM-EDX
chemical mapping (d.1-d.4) for NZng ¢7Alp.03O after heat treatment at
450 °C in air.

the same range from 70-80 m” g~ '. These synthesized samples
(NZnO and NZn; ,Al,O) exhibit higher s.aggy than the com-
mercial ZnO powder, suggesting that the creation of the
porous network comes from the effect of the interparticle
space generated from the self-aggregation of the individual
nanoparticles.’>%*8!

TEM (Fig. 4) and HRTEM (Fig. 5) images confirm the
porous nature of the nanostructured materials. The TEM-EDX
mapping (Fig. 4(d.1)-(d.4) and Fig. S3f) reveals a homo-
geneous distribution of Al in the ZnO matrix. The enlarged
HRTEM images of the NZn, o,Al( 30 sample (Fig. 5(e) and (f))
show parallel and clear lattice fringes, with lattice spacings
~0.271 nm and ~0.2833 nm along (002) and (100) planes of

This journal is © the Partner Organisations 2020
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the hexagonal ZnO phase. The neatly arranged spots as rows/
arrays in the FFT pattern (as shown in the inset in Fig. 5(f))
can be ascribed to the wurtzite (ZnO) structure.

The XRD pattern of the SPS processed/sintered samples
(T-NZnOP and T-NZn;_,Al,OP) can be indexed to the hexag-
onal wurtzite phase of ZnO (PDF # 36-1451),”>%*%% as shown in
Fig. 6. However, at a higher Al-content (x > 0.02), some minor
secondary reflections corresponding to the gahnite phase i.e.
ZnAl,O,4 (PDF # 77-732)%"%® are also present, as depicted in the
enlarged image in Fig. 6(e). The proportion of these secondary
phases in these sintered materials increases with Al-content.
SEM micrographs with EDX mapping (Fig. 7 and Fig. S4-S97)
clearly show that these secondary phases exist as nanoprecipi-
tates (tiny globules distributed homogeneously across the
grains of the ZnO aggregates/matrix). This secondary ZnAl,0,
phase, which is believed to be formed by the reaction of ZnO +
Al, O3, was also observed in other literature reports when they
SPS sintered Al-doped ZnO materials at higher temperatures.®®
Looking at the SEM images from the fractured surface of the
sintered materials (Fig. 8), it is quite evident that the grain size
decreases systematically and becomes finer with the increase
in Al-content. It seems like Al-doping restrains the mobility of
the grain boundaries in accordance with the Zener pinning
effect by the formation of the nano-scale precipitates of
ZnAl,0, at grain boundaries during the sintering process,
which results in suppressed grain growth. Solid-state micro/
nano-structural transformations, such as grain growth or pre-
cipitation, involve the motion of the grain boundaries, which
is a product of the driving pressure (i.e. resultant of the energy
stored in the microstructure) and the grain boundary mobi-
lity.>” Repression of the grain boundary mobility with Al-
doping can enable the pores to linger to the moving grain
boundaries during the sintering process.**%°

The temperature-dependent electrical resistivities for the
sintered samples are presented in Fig. 9(a). The sintered
samples exhibited low, metallic-type electrical resistivity. In all
cases, the electrical resistivity increased with temperature,
suggesting the degenerated semiconducting behavior in these
Al-doped ZnO materials. The undoped ZnO possessed high
resistivity, which decreased considerably with Al-doping due to
the substitution of aliovalent Al*" for Zn**, which resulted in
higher charge carrier density. There is no clear trend of the
electrical transport properties as a function of Al-content. This
could be due to reasons such as the possibility of the second-
ary spinel phase leading to some cationic/anionic imbalance
in ZnO with some O deficiency. Though the changes in the
trend with electrical transport properties seem to be due to the
role of the contribution of secondary (spinel) phases in these
materials, it is difficult to quantify and coherently correlate for
each composition. The 3 at% Al-doped ZnO sample exhibited
the lowest electrical resistivity of ~2.3 x 107° Q m (¢ ~4.4 x 10°
S m™") at RT, and it increased to ~3.73 x 10°° Q m (¢ ~2.7 x
10° S m™") at 750 K. It is worth noting that the electrical resis-
tivity of the undoped ZnO (T-NZnOP) prepared by this double
emulsion method is much lower than that of the commercial
ZnO sample (Fig. S10t), despite both being consolidated
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Fig. 5 TEM micrographs — (a—d) NZn;_,ALO powders (with the nominal composition for x = 0.0, 1.0, 2.0, and 3.0 at% of Al) after heat treatment at
450 °C in air, HR-TEM images — (e and f) NZng 97Alp.030 powders with the FFT pattern in the inset of (f).

under the same sintering conditions. The electrical conduc-
tivity of these sintered samples (T-NZnOP and T-NZn,_,Al,OP)
that were synthesized from fine, porous-networked powders is
found to be superior to what was reported in the literature for
the same compositions that were prepared by other different
synthesis routes.***?357:58:82:83,90 Thig difference is more pro-

4124 | Inorg. Chem. Front.,, 2020, 7, 4118-4132

nounced when these values of electrical resistivity of our sin-
tered (under an Ar atmosphere) samples are compared with
the other literature reports of ZnO-based ceramics that were
sintered in air.”>*®>®°" It is known that the sintering of ZnO
in air can result in intrinsic acceptor states, i.e., zinc vacancies
(Vzn) and oxygen interstitials (O;), at the grain boundaries and

This journal is © the Partner Organisations 2020
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Fig. 7 SEM (a.1, b.1) and EDX chemical mapping images [(a.2) for Zn, (a.3) for O, and (a.4) for Al] for the sintered T-NZng g7Alg 03OP sample. ZnALL,O, precipi-
tates, mapped by yellow (in a.4), are homogeneously distributed along the grain boundaries of the ZnO matrix. (b.2) EDX line scan for elemental O, Zn and Al.
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Increase in the number of nano-particulates

Fig. 8 Cross-sectional SEM micrographs of sintered T-NZn;_,AL,OP (x = 0.0-0.03) samples [with the nhominal composition for x = (a.1, a.2) 0.00,
(b.1, b.2) 0.01, (c.1, c.2) 0.03], showing a systematic reduction in grain size with Al-content and the presence of ZnAl,O,4 precipitates (these precipi-

tates are chemically mapped in Fig. 7).

hence the formation of electrostatic Schottky barriers at the
grain boundaries with a breakdown voltage of ~0.1 V and
higher, which can markedly increase the resistivity of the
ceramics.”>® It was also reported recently that the classical
sintering of ZnO ceramics under an inert atmosphere (N,) and
especially a reducing atmosphere (N, + CO mixture) reduces or
completely eliminates the formation of the intrinsic acceptor
states at the grain boundaries.”® A further study also con-
firmed those results, with the elimination of acceptor V;, and
O; states at the grain boundaries, when the ZnO-based cer-
amics were SPS processed under vacuum,” just like the case
under an inert/N, + CO atmosphere.

The temperature-dependent Seebeck coefficients of the sin-
tered samples are presented in Fig. 9(b). The negative values of
S across the whole temperature range for all the samples
confirm the n-type nature of the semiconductor, i.e., electrons

4126 | Inorg. Chem. Front, 2020, 7, 4118-4132

as majority charge carriers. The absolute value of S for all
samples increased with temperature. The undoped ZnO
sample exhibited the highest Seebeck coefficient, and it sub-
sided with the Al-content. This is expected, as Al-doping
increased the charge carrier density in ZnO, thus resulting in a
reduction in S (and increase in ). The extraordinary improve-
ment in ¢ for these samples prepared by interfacial reactions
followed by SPS also means that their S-values are bound to be
on a lower side when compared with commercial ZnO and
other ZnO-based materials that were produced by different syn-
thesis methods.

The temperature-dependent thermoelectric power factor
(PF = §%/p or S%) for the sintered samples is presented in
Fig. 10(b). All the samples T-NZn;_,Al,OP (with the nominal
composition for x = 0, 0.01, 0.02, 0.03) prepared from the
nanostructured porous ZnO powders exhibited high values of

This journal is © the Partner Organisations 2020
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PF. The values of the PF for the undoped ZnO that are reported
here (in the range from 6.34 x 10™* W m™" K2 at 325 K to 8.17
x 107* W m™" K? at 750 K) are some of the highest for the
pristine ZnO. For comparison, the values of PF for the com-
mercial ZnO prepared by this technique were much lower (in
the range of 1.75 x 107* W m™" K2 at 325 K to 0.68 x 10™* W
m™' K? at 750 K), despite a high S (Fig. $10 and S11t). The
highest values of PF are manifested by the T-NZn, o;Alj 3OP
sample (in the range of 8.45 x 10™* W m™" K ? at 325 K to
10.70 x 107" W m™" K2 at 750 K), which are likely among or
almost equivalent with the highest values of PF reported for
Al-doped ZnO ceramics.”***°*°® The reduction in S-values is
compensated by the exceptional increase in o, thus resulting
in strikingly high PF in these porous networked Al-doped ZnO
ceramics.

The temperature-dependent total thermal conductivity (k)
of the sintered samples is presented in Fig. 10(a), which shows
a decreasing trend with temperature. The undoped ZnO
sample exhibited high x (~40 W m™" K" at 325 K), and with
the addition of Al, k values decreased substantially. The differ-
ences in the values of x were much smaller at elevated temp-

This journal is © the Partner Organisations 2020
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eratures, i.e., ~4 W m~' K™ for the undoped ZnO sample and
~4 W m™ K" for the 2 at% Al-doped ZnO sample. As elabo-
rated in the introductory section, x constitutes contribution
from both electrons and lattice phonons. Considering that the
addition of Al has resulted in increased electrical conductivity,
ke is bound to increase proportionately, and in spite of this
increase in k. with the addition of Al, the total thermal conduc-
tivity has significantly been reduced, implying the remarkable
suppression of the lattice contribution (ki) with the addition
of Al to ZnO. This is more astonishing when compared with
the commercial ZnO, whose ¢ is few orders of magnitude
lower than our T-NZn,_,Al,OP (x = 0, 0.01, 0.02, 0.03) samples
(and hence lower «.), yet the commercial ZnO only exhibited
comparable (if not, relatively higher) x when compared with
our sintered samples. This clearly demonstrates the potential
of our novel synthesis method (interfacial reaction/double
emulsion method to produce ZnO-based porous-networked
agglomerates, which were then consolidated by SPS proces-
sing) to markedly suppress the phononic contribution to the
thermal conductivity in ZnO-based ceramics. Factors such as
interfaces among nanoparticles, particle size, the density of
the sintered body and lattice distortion induced by the dopant
can affect thermal conductivity, especially the lattice contri-
bution to the thermal conductivity, as the heat-carrying
phonons of different mean free paths (MFP) can be scattered
when they collide with such precipitates, defects, and inter-
faces. In this case, the reduction in ki, can be attributed to
the systematic reduction in the grain size with the addition of
Al (as depicted in Fig. 7), as reducing the grain-size is known
to enhance the boundary scattering of heat-carrying phonons
in the inter-grain region.*>>>*””” The porous network between
these aggregates also plays a crucial role in the reduction of
Klatt, @S observed in several other cases, including the earlier
reported nanoporous ZnO-based materials.**>*>88297:98 ¢
must be noted that the density of the undoped, 1%, 2%, 3 at%
Al-doped sintered materials was, respectively, found to be
89%, 94%, 97%, and 93% of their theoretical density.
Moreover, the presence/inclusion of ZnAl,0, nano-precipitates
that were homogenously distributed along the grain bound-
aries during the sintering process also plays a key role in the
reduction of thermal conductivity, as these precipitates can
hinder the transport or scatter the phonons of medium-wave-
length MFP (between 10 and 100 nm).”® However, for such an
arbitrary nanostructured material (like ZnO in this case), it
would be difficult and tedious to estimate the phonon-bound-
ary scattering rates, which are usually obtained from the
Casimir limit and other related scattering mechanisms by
using the Matthiessen rule.'°”'°* The values of the thermal
conductivity obtained here are as low as the values obtained by
other out-of-equilibrium processes such as the chemical vapor
synthesis (CVS)** technique, and comparable with the values
that were reported by M. Ohtaki et al.>>*>>® for Al-doped ZnO
materials. To put succinctly, this novel synthesis route has
resulted in grain size reduction, inclusions (ZnAl,0, nano-pre-
cipitates), and nanoporosity, all of which can scatter a wide
spectrum of phonons (long, mid and short-wavelength

Inorg. Chem. Front., 2020, 7, 418-4132 | 4127
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phonons) depending on the sizes of these features, thus
enabling achieving a multi-scale hierarchical architecture, i.e.,
a panoscopic approach®°%'%* to effectively suppress ke in
these T-NZn; _,AL,OP (x = 0, 0.01, 0.02, 0.03) ceramics.

The temperature-dependent thermoelectric figure of merit
(ZT) for the sintered samples is presented in Fig. 10(c). The
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cumulative effect of the markedly improved power factor and
significantly suppressed thermal transport for these porous
networked T-NZn,_,Al,OP (with the nominal composition for
x = 0, 0.01, 0.02, 0.03) ceramics prepared by an alternative
interfacial reaction and SPS processing has resulted in a
notable improvement in their Z7. The wundoped ZnO
(T-NZnOP) exhibited ZTp,ax ~0.075 at 750 K, which is much
greater than that of the usual commercial ZnO (ZTy,,, ~0.005
at 750 K, Fig. S11}) and the ZT values coherently increased
with Al-content. 3 at% Al-doped ZnO (T-NZng g;Alj 03;OP) mani-
fested the highest ZTy,,x ~0.13 at 750 K, which is comparable
with  most of the bestreported values for this
composition.>?*®*43982.90 and on a par with few of the best-
reported ZT values for a similar composition.>®

There is still some scope for further improvement in the TE
performance of these ZnO-based ceramics, with better optim-
ization of synthesis and processing conditions. Moving
forward, this simpler and faster alternative interfacial reaction
(double emulsion method) followed by SPS processing can
potentially be used as a strategic synthesis methodology for
producing highly efficient TE ceramics.

4. Conclusion

Al-doped ZnO ceramics (T-NZn; _,Al,OP, with x = 0-0.03) were
synthesized via an easy, faster, and economic interfacial reac-
tion (double emulsion method) followed by compaction by SPS
processing. The porous networked aggregates obtained by the
interfacial reaction, when sintered by the SPS process, exhibi-
ted a notably improved thermoelectric performance. The
improved TE performance was due to the cumulative inte-
gration of significantly improved electrical conductivity and
strikingly reduced lattice thermal conductivity. The suppressed
thermal transport was due to the manipulated nano/micro-
structure engineering, made feasible by this bottom-up syn-
thesis technique. This synthesis route along with the aliovalent
donor dopant action of AI** in ZnO has not only resulted in
increased carrier concentration (and hence increased electrical
conductivity), but has also more importantly resulted in the
reduction of grain growth, and inclusion of ZnAl,0, nano-pre-
cipitates, thus enabling achieving towards the ‘all-scale hier-
archical architecture’ for producing materials with suppressed
thermal transport and enhanced TE performance. ZT,,x ~0.13
at 750 K for 3 at% Al-doped ZnO and ZT.x ~0.075 at 750 K for
the undoped ZnO produced by this simple and efficient syn-
thesis methodology exceed the values for most of the earlier
reported materials of the same composition that were syn-
thesized by other traditional synthesis routes.
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