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ABSTRACT: Low-dimensional materials have unique optical, elec-
tronic, mechanical, and chemical properties that make them desirable
for a wide range of applications. Nano-scaling materials to confine
transport in at least one direction is a common method of designing
materials with low-dimensional electronic structures. However, bulk
materials give rise to low-dimensional electronic structures when
bonding is highly anisotropic. Layered Zintl phases are excellent
candidates for investigation due to their directional bonding, structural
variety, and tunability. However, the complexity of the structure and
composition of many layered Zintl phases poses a challenge for
producing phase-pure bulk samples to characterize. Eu11Zn4Sn2As12 is a
layered Zintl phase of significant complexity that is of interest for its
magnetic, electronic, and thermoelectric properties. To prepare phase-
pure Eu11−xNaxZn4Sn2As12, a binary EuAs phase was employed as a precursor, along with NaH. Experimental measurements reveal
low thermal conductivity and a high Seebeck coefficient, while theoretical electronic structure calculations reveal a transition from a
3D to 2D electronic structure with increasing carrier concentration. Simulated thermoelectric properties also indicate anisotropic
transport, and thermoelectric property measurements confirm the nonparabolicity of the relevant bands near the Fermi energy.
Thermoelectric efficiency is known to improve as the dimensionality of the electronic structure is decreased, making this a promising
material for further optimization and opening the door to further exploitation of layered Zintl phases with low-dimensional
electronic structures for thermoelectric applications.

■ INTRODUCTION
Layered materials with low-dimensional electronic structures
are of interest for a wide variety of applications, including
catalysis, optoelectronics, and energy harvesting.1−5 While low-
dimensional electronic structures are generally achieved by
nano-scaling materials to confine electronic transport in one or
two directions, 3D structures can give rise to 1 or 2D
electronic structures in bulk samples when bonding is highly
directional.6−9 Layered materials are well-suited for this, given
their anisotropic bonding. Much of the current research on
layered materials is focused on 2D graphene and transition
metal chalcogenides. However, Zintl phases with layered
structures are a vast and underexplored class of materials with
directional bonding and great structural variety, making them
excellent candidates for the quest to uncover low-dimensional
electronic structures in bulk semiconductors.3,4,10,11 The
combination of ionic and covalent bonding in Zintl
compounds gives rise to diverse bonding motifs that can be
tuned to adjust the electronic structures, providing more
opportunities to engineer low-dimensional transport. Several
layered Zintl phases, including Yb2−xEuxCdSb2, Eu2ZnSb2, and

YbZn2Sb2, have already been shown to be promising
thermoelectric materials and may find other applications
(e.g., in catalysis12) if their electronic structures can be better
understood.13−18 Eu11Zn4Sn2As12 is an example of a layered
Zintl phase with complex, directional bonding (Figure 1), a
commensurately modulated structure with crystallographic
disorder that has the potential for a wide variety of uses.19,20

The crystal structure of Eu11Zn4Sn2As12 is shown in Figure
1. It is composed of layers of Eu cations, [Zn2As3]5− defect
honeycomb sheets, and pillars of ethane-like [Sn2As6]12− units
with interspersed Eu atoms.19 The delocalized bonding in the
hexagonal [Zn2As3]5− sheets, similar to the ZnSb2 layers found
in the high-performing thermoelectric material Eu2ZnSb2, is

Received: June 16, 2023
Revised: August 29, 2023
Published: September 14, 2023

Articlepubs.acs.org/cm

© 2023 The Authors. Published by
American Chemical Society

7719
https://doi.org/10.1021/acs.chemmater.3c01509

Chem. Mater. 2023, 35, 7719−7729

This article is licensed under CC-BY 4.0

https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ashlee+K.+Hauble"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Michael+Y.+Toriyama"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Stephan+Bartling"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ali+M.+Abdel-Mageed"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="G.+Jeffrey+Snyder"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Susan+M.+Kauzlarich"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Susan+M.+Kauzlarich"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/showCitFormats?doi=10.1021/acs.chemmater.3c01509&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509?ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509?goto=articleMetrics&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509?goto=recommendations&?ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509?goto=supporting-info&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509?fig=abs1&ref=pdf
https://pubs.acs.org/toc/cmatex/35/18?ref=pdf
https://pubs.acs.org/toc/cmatex/35/18?ref=pdf
https://pubs.acs.org/toc/cmatex/35/18?ref=pdf
https://pubs.acs.org/toc/cmatex/35/18?ref=pdf
pubs.acs.org/cm?ref=pdf
https://pubs.acs.org?ref=pdf
https://pubs.acs.org?ref=pdf
https://doi.org/10.1021/acs.chemmater.3c01509?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://pubs.acs.org/cm?ref=pdf
https://pubs.acs.org/cm?ref=pdf
https://acsopenscience.org/researchers/open-access/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/


expected to give rise to high charge carrier mobility in the a-
and b-directions. In contrast, the ionic bonding along the c-
direction is expected to contribute to high effective mass and
low carrier mobility. In addition, the ethane-like [Sn2As6]12−

units should provide weak dispersion of the wave functions
associated with their respective layer, further enhancing the
2D-like nature of this compound. These features result in a
highly anisotropic and potentially 2D Fermi surface. In
addition to high charge carrier mobility, delocalized bonding
in the hexagonal nets can also give rise to topologically
nontrivial electronic structures.21 A study on Eu2ZnSb2
revealed topological electronic structure changes based on
vacancy ordering at the Zn site that are driven by the same
physics as topological edge states in honeycomb-like nanorib-
bons.22−25 Complex, nonparabolic band structures, such as
those present in topological materials, are often associated with
high thermoelectric performance26 and are useful for many
other purposes, such as spintronics, quantum information
science, and catalysis.6,8,21,27−29 The known magnetic ordering
and colossal magnetoresistance of Eu11Zn4Sn2As12 combined
with the potential for topological behavior make this material
an exciting candidate for a wide variety of applications.19,20

The crystal structure and magnetic properties of a related
phase, Eu3−δZnxSnyAs3, were recently reported as a tunable
structure for studying topological and magnetic properties.30

Given the vast potential for Eu11Zn4Sn2As12 and related
phases, characterization of their electronic properties is
necessary. However, as with many Eu-based compounds and
complex structures, overcoming synthetic challenges to prepare
phase-pure powders is a major consideration. Eu is malleable,
reactive, and has high vapor pressure (3−4 times higher than
that of other rare earth metals, not including Yb), making
traditional solid-state synthesis routes difficult, particularly for
Zintl phases where many different compounds exist with the
same elements and similar stoichiometry (e.g., 2-1-2, 9-4-9, 11-
6-12, 5-2-6, etc.).10,31 This work utilizes a binary synthesis
route that provides excellent stoichiometric control in
Yb14MSb11 (M = Mn, Mg, Zn, Al).32 High-quality polycrystal-
line powders of Eu11Zn4Sn2As12 are obtained by employing a
EuAs precursor that eliminates side phases that arise from Eu
loss and insufficient mixing during synthesis. Using Eu binary
compounds as synthetic precursors could unlock a multitude of
compounds with novel properties, as Eu-based compounds are
known to exhibit ferromagnetism, superconductivity, Kondo
behavior, zero thermal expansion, high thermoelectric
efficiency, and more, but an exploration of their properties
has been limited by synthetic challenges.10,14,15,19,20,31

Here, we present the synthesis of phase pure Eu11Zn4Sn2As12
and dope the compound with Na to control carrier
concentration. We measure thermoelectric properties and
employ density functional theory (DFT) calculations to probe
the low-dimensional electronic structure of Na-doped
Eu11Zn4Sn2As12.

■ EXPERIMENTAL SECTION
Synthesis. Synthesis of polycrysta l l ine samples of

Eu11−xNaxZn4Sn2As12 from stoichiometric amounts of the elements
or the elements plus EuH2 leads to mixed phases with unidentified
impurities. Therefore, polycrystalline Eu11−xNaxZn4Sn2As12 (x = 0,
0.05, 0.075, 0.1) samples were synthesized via a balanced reaction
using EuAs (ICSD-26265, the Na2O2 structure type)33 as a reactive
precursor (synthesis described below) with NaH and the elements
mixed via high-energy ball milling followed by annealing. In an Ar-
filled glovebox, EuAs were combined with NaH powder (Aldrich,
90%), Zn flakes (Alfa, 99.98%), Sn shot (Alpha Aesar, 99.99%), and
As lump (Johnson Matthey, Chemicals, 99.9999%) in a 65 mL
stainless steel ball mill vial with two 12.7 mm diameter stainless steel
balls. The vial was sealed in a mylar bag and placed in a SPEX 8000 M
mill for 30 min, transferred to a glovebox to be scraped with a
stainless-steel spatula, and then milled for an additional 30 min to
ensure homogenization. The vial was scraped, and the powder was
loaded into a 7 cm Ta tube that was sealed in an Ar-filled arc welder.
The Ta tube was placed inside a fused silica tube, evacuated to <50
mTorr, flame sealed, and placed in a box furnace to be annealed at
800 °C for 96 h. The heating rate was 200 °C/h. The product was
confirmed to be phase pure by powder X-ray diffraction and Rietveld
refinement.

The EuAs precursor (ICSD- 26265, the Na2O2 structure type)33

was synthesized from stoichiometric amounts of the elements via
high-energy ball milling and annealing. In an Ar-filled glovebox, Eu
metal (Stanford materials, 99.99%) was cut into pea-sized pieces and
combined with As lumps in a stainless-steel ball mill, hermetically
sealed in a mylar bag, and milled for 30 min. Then, the vial was
rotated 180 degrees and milled for an additional 30 min before
transferring to a glovebox to be scraped and loaded into a 7 cm long
(OD 0.953 x wall 0.051 cm) Ta tube that was arc-welded and further
sealed in an evacuated silica tube. The powder was heated to 800 °C
at a rate of 200 °C/h and annealed for 12 h. The product was
confirmed to be phase pure by powder X-ray diffraction and Rietveld
refinement (see Supporting Information (SI), Figure S1 and Table
S1).

Figure 1. View of the crystal structure of Eu11Zn4Sn2As12 (C2/c space
group) showing (a) layered aspect of the structure and (b)
[Zn2As3]5− defect honeycomb sheets. Eu atoms are indicated in
green, Zn in turquoise, Sn in yellow, and As in red.
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Spark Plasma Sintering (SPS). The phase-pure powder of
Eu11−xNaxZn4Sn2As12 (x = 0, 0.05, 0.075, 0.1), confirmed via PXRD,
was ground with an agate mortar and pestle and sieved (100 mesh)
and placed in a 12.7 mm inner diameter graphite die in a glovebox.
The die was placed in a Spark Plasma Sintering instrument (Dr. Sinter
Jr., Fuji Electronic Industrial Co., LTD) to be consolidated. After
evacuating to below 15 Pa, the chamber was refilled with Ar to
∼50,000 Pa. The die was heated to 645 °C in 8 min and dwelled for
10 min. At 400 °C, the pressure was slowly increased from 47 to 83
MPa. The geometric and Archimedes densities of the sintered pellets
were >95% of the theoretical density. Samples were sliced with a
diamond saw (Buehler Isomet) and polished into thin, flat disks (<1.3
mm thick) for thermoelectric measurements.
Powder X-ray Diffraction (PXRD). Pieces of the sintered pellets

obtained from SPS were ground into fine powders using an agate
mortar and pestle for additional PXRD analysis. One pellet was also
measured to check for the possibility of a preferred orientation. A
Bruker D8 Advance Eco diffractometer with Cu Kα radiation was
used to collect PXRD data. The diffractometer operated at 40 kV and
25 mA from 2θ range 20−80° with step size 0.015° and a scan rate of
1 s per step. Samples were determined to be single-phase
Eu11−xNaxZn4Sn2As12 via Rietveld refinement employing the crystallo-
graphic information file (CIF) with the TOPAS5 software (provided
in Supporting Information, Figures S2 and S3, Table S2).34

Scanning Electron Microscopy (SEM) and Energy-Disper-
sive X-ray Spectroscopy (EDS). Pieces of sintered pellets were
mounted in epoxy pucks and polished using sandpaper and a
polishing wheel (1 μm colloidal diamond suspension) for SEM/EDS
analysis with a Thermo Fisher Quattro ESEM equipped with a Bruker
Quantax EDX detector. An Everhart−Thornley detector was used to
collect secondary electron images with 20 kV accelerating voltage, and
an annular backscatter detector was used for Z-contrast to analyze
composition. EDS data from 10 spots, analyzed with the Bruker
ESpirit software package, are provided in Supporting Information,
Table S3. Na content was below the detection level of the instrument
(<0.3 atomic %), so elemental maps for Na were not acquired.
X-ray Photoelectron Spectroscopy (XPS). XPS measurements

were carried out on an ESCALAB 220iXL (Thermo Fisher Scientific)
spectrometer equipped with a monochromated Al Kα X-ray source (E
= 1486.6 eV). The pellets were prepared on a stainless-steel holder
with conductive double-sided adhesive carbon tape. Before survey and
detailed analysis, samples were exposed to Argon sputtering with 2 kV
at a pressure of 2 × 10−7 mbar Ar. Sputtering was carried out for 10
min and then for 180 min to ensure the removal of any contaminants
from the surface. The electron binding energies were obtained
without charge compensation, and no further referencing has been
applied. For quantitative analysis, the peaks were deconvoluted with
Gaussian-Lorentzian curves using the software Unifit 2023. The peak
areas were normalized by the transmission function of the
spectrometer and the element-specific sensitivity factor of Scofield.35

Thermoelectric Properties. A Netzsch Laser Flash Analysis
(LFA) 475 Microflash instrument was used to measure thermal
diffusivity on sintered pellets under a flow of Ar (60 mL/min) from
300 to 675 K and back to down 350 K. Diffusivity was used to
calculate thermal conductivity from the relationship κ = λρCp, where κ
is thermal conductivity, Cp is the Dulong-Petit heat capacity, λ is
thermal diffusivity, and ρ is sample density. Hall effect and resistivity
measurements were done at the Jet Propulsion Laboratory via the Van
der Pauw method with a 100 mA current and a 1.0 T magnet. The
instrumental setup is described elsewhere.36 Seebeck coefficients were
measured at the Jet Propulsion Laboratory with a custom light pipe
instrument via the two-probe method with tungsten-niobium
thermocouples under high vacuum.37

Electronic Structure Calculations. First-principles DFT calcu-
lations were performed using the Vienna ab initio simulation
package38,39 under the projector-augmented wave formalism.40,41

The Perdew−Burke−Ernzerhof functional was used to describe the
exchange−correlation interaction.42 An energy cutoff of 340 eV and
the experimentally resolved crystal structure of Eu11Zn4Sn2As12 at 90
K19 were used in all calculations. The Eu-f electrons were treated as

core electrons. Spin−orbit coupling (SOC) was included in all
calculations.

The transport properties, namely, the electrical resistivity and
Seebeck coefficient, were calculated from Onsager transport
coefficients using the Ab initio Scattering and Transport (AMSET)
software.43 We found that the transport properties are well-converged
when the 6 × 6 × 2 k-point mesh is interpolated by a factor of 15.44

All required material parameters were calculated using DFT, namely,
the finite difference method to obtain the stiffness tensor and density
functional perturbation theory to obtain the dielectric tensor.

■ RESULTS AND DISCUSSION
Sample Purity and Composition. The synthesis of

phase-pure Eu11−xNaxZn4Sn2As12 (x = 0, 0.05, 0.075, 0.1) via
the elements or the elements and some amount of EuH2 was
unsuccessful. We found that by replacing Eu metal or metal
hydride with EuAs (ICSD-26265, the Na2O2 structure type,
Supporting Information, Table S1 and Figure S1)33 as a
reactive precursor produced phase-pure Eu11−xNaxZn4Sn2As12
(x = 0, 0.05, 0.075, 0.1; Supporting Information, Figures S2
and S3, Table S2). Initially, samples were prepared for x =
0.05, 0.1, 0.2, 0.3, but samples with higher Na content (x = 0.2,
0.3) sublimed Na vapor when heated, suggesting x = 0.1 is the
maximum amount of Na that could be incorporated into the
structure. This reactive precursor may be applied to other Eu-
based compounds to enable high-quality synthesis of complex
phases.

Zintl−Klemm electron counting rules can be used to
rationalize Eu11Zn4Sn2As11 as a charge-balanced semiconduc-
tor by considering the [Sn2As6]12− units as Sn0 (four bonds)
and As2− (one bond), the [Zn2As3]5− sheets as As− (two
bonds) and Zn− (three bonds) and the cations as isolated
Eu2+.19 The compound was initially described as a monoclinic
structure in the space group C2/c with site disorder and a
stacking perturbation.19 However, reinvestigation of the
Eu11Zn4Sn2As11 structure showed that it is better described
as a commensurately modulated structure in the R3̅m space
group with a wave vector (Q) of 2/3, 2/3, 0.20 Upon
substitution of Eu with Sr, the symmetry is reduced, and the
structure is also described as a commensurately modulated
structure in the R3̅ space group but with a modified wave
vector of 1/3, 1/3, 1/2. The C2/c space group provides an
average structure with disorder (shown in Figure 1 for
simplicity and to emphasize the layered nature of the
compound), but the rhombohedral space groups more
accurately describe the modulation and partial site occupancy.
In both rhombohedral space groups, the Zn and Sn sites have
vacancies, and their site occupancies are 2/3 and 1/3,
respectively. The vacancies within the [Zn2As3]5− sheets give
rise to substitutional disorder. In the layer containing isolated
Sn2As6 ethane-like units, there is an additional substitutional
disorder modeled by a Eu site situated along the Sn−Sn bond
that is occupied 2/3 of the time, while the Sn sites are
occupied 1/3 of the time. The more ionic and slightly larger Sr
cation (ionic radii 1.18 Å) substitutes on the Eu sites between
the [Zn2As3]5− sheets and those within the [Sn2As6]12− units
and in a slightly shifted position relative to the Eu site that is
found between the [Zn2As3]5− sheets and the [Sn2As6]12−

units.20 The Na ion is smaller (ionic radii 1.02 Å), more
electropositive than Eu (ionic radii, 2+, 1.17 Å), and could also
exhibit site preference.

PXRD patterns of ground pellets of Eu11−xNaxZn4Sn2As12 (x
= 0, 0.05, 0.075, 0.1) are compared to the calculated R3̅m and
R3̅ patterns in Figure 2. The diffraction patterns for both space
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groups are nearly identical. The best refinement for the
samples was obtained using the R3̅m CIF. The Na-doped
samples were also refined employing the R3̅ CIF; however, the
Rp and wRp values were very similar for the two space groups.
Rietveld refinement parameters are summarized in Table S2
with lattice parameters from the R3̅m space group and are
consistent with phase pure Eu11−xNaxZn4Sn2As12 for all
compositions. A slight decrease in lattice parameters with Na
was observed, consistent with the smaller size of Na compared
to Eu. Because of the layered nature of the structure, we also
checked for preferred orientation by collecting X-ray
diffraction of the pressed pellet. The relative intensities of
the experimental data were consistent with the calculated
pattern, suggesting that no preferred orientation is present in
the pellet (see Supporting Information, Figure S4).

Figure 3 shows the SEM micrographs and EDS elemental
maps for the sample with the largest amount of Na (x = 0.1).
The backscattered electron image shows that the sample is
uniform, and there are no obvious pockets of a secondary
phase. The elemental maps show the spatial distribution of the
element of interest and indicate a homogeneous sample. The
elemental map for Na was not acquired because the amount
was below the detection limit (<0.3 atomic %). Results from
energy-dispersive spectroscopy are provided in Supporting
Information, Table S3 compared to their nominal composi-
tions. All samples show atomic percent’s that are slightly Eu
and As rich except for the x = 0.075 composition, which shows
lower Eu and Zn and higher As than nominal. Secondary
element SEM micrographs and EDS elemental maps for x = 0,
0.05, 0.075 are provided in Supporting Information, Figure S5.
The samples show homogeneous distribution of elements with
no obvious secondary phases.
XPS. XPS measurements were employed to examine Na

content (Figure 4) in the prepared samples. A survey spectrum
of the four samples after 10 min of Ar sputtering is displayed in
Figure 4a. The Na 1s peak is visible only in the most heavily
doped sample (x = 0.1) (see the inset in Figure 4a). The Na
content in the lower x-value samples is below the instrument’s
detection limit (0.3 atomic %). To confirm this result, we
performed a detailed scan over the Na 1s region for all samples
(Figure 4b). Detailed scans were also employed for Eu and As
in the As 3d and the Eu 3d regions. We showed in Figure 4c,d
the spectra of the sample with the highest Na concentration
(see spectra of other samples in Supporting Information,
Figures S6 and S7, Supporting Information). After 10 min of
Ar sputtering, we observed in all samples the core level of As
with a binding energy of 41.1 eV with insignificant shifts from

one sample to another, indicating the presence of an anionic As
species similar to what has been reported for ZrCuGeAs and
BaAg2As2 (see Figure 4c and Supporting Information, Figure
S6).45,46 In the Eu 3d region (Figure 4d), a rather complex
peak structure, caused by final state effects, is observed. The
main peaks around 1125 and 1134.5 eV can be assigned to
Eu2+ and Eu3+, respectively.47 Each peak is fitted with a main
component together with a shake-up peak. Additionally, Eu
Auger peaks overlap with the Eu 3d region and lead to further
peaks. The Eu 3d peak deconvolution shows a major
contribution of Eu2+ ions compared to Eu3+ on all studied
samples except in x = 0.1, which showed a significant Eu3+

signal intensity (see Figure 4d), roughly 3:1 ratio (Eu3+:Eu2+).
The Eu3+ contribution in the x = 0.1 sample is likely due to a
surface oxide layer promoted by a larger concentration of Na
ions. To address this, samples were sputtered for 180 min and
remeasured (Supporting Information, Figure S7). The addi-
tional sputtering time removed the majority of Eu3+

contribution, and the spectra of all samples under these
conditions became similar. However, it also removed the Na 1s
signal, suggesting that the amount of Na in the x = 0.1 sample
is less than what was loaded, so it is more likely to be less than
0.1, but more than 0.075 and less than what can be measured
(see discussion of carrier concentration below). Therefore,
some Na is likely present at the grain boundaries for the x =
0.1 sample. Based on this observation, we tentatively attribute
the coexistence of measurable concentration of Na with the
promotion of Eu2+ oxidation to Eu3+ species. The disappear-
ance of the Na signal upon longer sputtering periods suggests,
however, that for x = 0.1, Na exists preferentially on the
topmost layers (i.e., segregating to the surface) or at the grain
boundaries.

Figure 2. PXRD patterns for Eu11−xNaxZn4Sn2As12 (x = 0, 0.05,
0.075, 0.1) compared to the calculated R3̅m pattern (bottom) and R3̅
(second from bottom).

Figure 3. SEM micrographs from secondary electrons (top left) and
backscattered electrons (top right) and EDS elemental maps
(bottom) for all elements except Na (signal below background) for
a pressed pellet of Eu11−xNaxZn4Sn2As12 with the greatest Na content,
x = 0.1.
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Thermal Transport Properties. Total thermal conduc-
tivity is shown in Figure 5 for Eu11−xNaxZn4Sn2As12 (x = 0,

0.05, 0.075, 0.1) and is low as expected, given the complex
structure and crystallographic disorder.2,48,49 As Na content
increases, total thermal conductivity increases slightly,
consistent with greater electronic contribution expected for
doped samples, but remains lower than 0.8 W/m K at 300 K
for all compositions and falls to ∼0.5 W/m K at 675 K. These
values are lower than those reported for the related A11Cd6Pn12
systems and comparable to or lower than those reported for
leading thermoelectric materials such as the Zintl phases
Yb14MnSb11, Eu2ZnSb2, A2CdSb2, Yb21Mn4Sb18, and YbZn2Sb2
as well as PbTe and La3−xTe4.

13−16,49−53 Because of the
relatively low electrical conductivity, the thermal conductivity
measured should be almost entirely due to phonon (lattice
vibration) heat transport or lattice component to the thermal
conductivity. The electronic contribution can be estimated
from an estimate of the Lorenz factor54,55 and should be less

than 1% of the measured value. The ultralow lattice thermal
conductivity of Eu11−xNaxZn4Sn2As12 can be attributed to the
complex structure, likely to be dominated by diffuson rather
than classical wavelike phonons.56,57

Electronic Transport Properties. Experimental hole
concentrations determined via the Hall effect for
Eu11−xNaxZn4Sn2As12 for x = 0.075, 0.1 are provided in
Table 1 (values for x = 0 and 0.05 were <1018 and are provided

in Supporting Information, Table S4). The carrier concen-
trations increase with Na, consistent with the expectation of
replacing Eu2+ with Na+ in this p-type semiconductor. The
relatively low starting carrier concentration suggests few
intrinsic defects and is attributed to the precise stoichiometric
control offered by the binary synthesis method.32 Peak zTs
typically occur at carrier concentrations between 1019 and 1020

carriers per cm3, depending on the system; however, attempts
to increase the number of carriers via Na-doping further were
unsuccessful, and the solubility limit of Na was found to be x ≤
0.1.

The observed increase in carrier concentration is accom-
panied by an increase in Hall mobility (Table 1), an anomalous
result that could be due to changes in microstructure and leads
to a nearly five-fold reduction in room temperature electrical
resistivity with Na-doping, from ∼1900 mΩ cm for the
undoped sample to ∼400 mΩ cm for x = 0.1 at 300 K (Figure
6a). The resistivity measurements show that Eu11Zn4Sn2As12 is

Figure 4. (a) Survey spectra for all samples after 10 min of Ar sputtering (inset focusing on the Na 1s region); (b) detailed scan of the Na 1s region
(1065 to 1082 eV) for x = 0.1 and x = 0.05 samples. (c) As 3d and (d) the Eu 3d regions for the x = 0.1 Na-loaded sample.

Figure 5. Temperature-dependent thermal conductivity from 300 to
675 K for Eu11−xNaxZn4Sn2As12 (x = 0, 0.05, 0.075, 0.1).

Table 1. Hall Carrier Concentration and Mobility of
Eu11−xNaxZn4Sn2As12 at 300 K

x carrier concentration (cm−3) Hall mobility (cm2/V s)

0.075 1.0 × 1018 10
0.1 1.1 × 1018 15
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a highly resistive semiconductor, as expected from Zintl−
Klemm electron counting rules.

Seebeck coefficients (Figure 6b) are high and positive across
the entire series (from ∼200 to ∼450 μV/K) and increase with
temperature up to ∼600 K, giving a Goldsmid-Sharp band gap
of 0.51 eV for x = 0 that agrees reasonably well with the
calculated value of 0.6 eV (see the next section). The Seebeck
coefficients increase as Na content increases, which is
unexpected due to the inverse relationship between the
Seebeck coefficient and carrier concentration in systems with
a single dominant band.49 While this result could be due to
microstructure effects, such as commensurate modulation,
dislocations, grain boundaries, impurities, or Na site
preference, which have been shown to dominate charge
transport in a variety of materials,58−60 it could also be
attributed to a rapidly changing effective mass with doping,
which can be an indication of a highly anisotropic Fermi
surface.6,8,49 In 2D electronic structures, the effective mass in
the direction parallel to the length of the tube is infinite,
limiting electronic transport to the two lighter directions.6,7

This can decouple the Seebeck coefficient and electrical
resistivity effective masses because resistivity is dominated by
the lightest mass direction, while the Seebeck coefficient is
governed by the average effective mass, making it possible to
increase the Seebeck coefficient without increasing electrical
resistivity.6 This effect has been predicted to yield a high power
factor in AZn2Sb2 Zintl phases (A = Ca, Sr, Ba),61 Ca5In2Sb6,

62

Heusler compounds Fe2YZ (Y = Ti, Zr, Hf, and Z = Si, Ge,
Sn),7 and lead chalcogenides.8,9

Parker et al. explain the increase in thermopower with
decreasing dimensionality in terms of increasing Fermi surface
volume.9 For a given EF, the carrier concentration (or volume
of the Fermi surface) is larger in a 2D cylinder as compared to
a 3D sphere because it is proportional to the length of the
cylinder, which gives a much larger value than the radius of the
cylinder or sphere. According to the Mott equation for the
Seebeck coefficient, thermopower is inversely proportional to
EF. For a given carrier concentration, EF is smaller in 2D than
in 3D, so the resulting thermopower is larger.9 As
Eu11−xNaxZn4Sn2As12 is more heavily doped, the Fermi surface
should become increasingly cylindrical and 2D-like, leading to
a higher surface area and greater thermopower for the same
carrier concentration.

Weighted mobility and Hall mobility are shown in Figure 7.
Weighted mobility is the charge carrier mobility weighted by
the electronic density of states and is independent of charge
carrier concentration. When charge transport is dominated by

a single parabolic band and charge carrier concentration is
changed via doping, weighted mobility values are expected to
be the same for samples at different doping levels. Changing
weighted mobility values can indicate nonparabolicity or
multiband transport.63 Figure 7a shows weighted mobility
that increases with Na content, suggesting that carrier
concentration is not the only variable changing. The weighted
mobility increases rapidly with temperature from 300 to 450 K,
while the Hall mobility given in Figure 7b displays thermally
activated transport at low temperatures, consistent with grain
boundary scattering. It is also important to note that the
thermally activated Hall mobility is an indication that
microstructure influences electronic transport in these samples.
Temperature-dependent zTs are low due to the high resistivity
with zTmax ∼ 0.1 achieved at 675 K for the x = 0.1 sample (zT
vs T provided in Supporting Information, Figure S9).

Figure 6. Temperature-dependent (a) electrical resistivity and (b) Seebeck coefficients from 300 to 675 K for Eu11−xNaxZn4Sn2As12 (x = 0, 0.05,
0.075, 0.1). The legend is the same for both plots.

Figure 7. Temperature-dependent (a) weighted mobility and (b) Hall
mobility for Eu11−xNaxZn4Sn2As12 (x = 0, 0.05, 0.075, 0.1) from 300−
675 K.
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Calculated Electronic Structure and Transport Prop-
erties. The electronic band structure of Eu11Zn4Sn2As12 and
the corresponding Fermi surfaces at different Fermi levels are
shown in Figure 8. Note that the band structure in Figure 8 is
equivalent to that of Devlin et al.,19 except that a standard k-
point path64 is used and spin−orbit coupling (SOC) is
included in the calculation. An indirect band gap of 0.6 eV is
calculated for Eu11Zn4Sn2As12, in good agreement with the
Goldsmid−Sharp gap (∼0.51 eV) calculated from the
experimental data. The ellipsoidal geometry of the Fermi
surfaces near the valence band maximum (VBM) suggests that
the transport properties are anisotropic, as expected from the
monoclinic space group (C2/c) and the layered structure. In
addition to the VBM at the Γ-point, the band structure and
Fermi surface show a secondary valence band at the Z-point
which is 60 meV below the VBM, indicating that band
convergence may be a route toward optimizing the thermo-
electric performance of Eu11Zn4Sn2As12.

To understand the transport properties of pristine
Eu11Zn4Sn2As12, detailed Boltzmann transport theory-based
calculations were run. Since the Eu11Zn4Sn2As12 samples
synthesized in the present study display a p-type character,
the properties of hole transport using DFT were investigated.
The effects of deformation potential scattering by acoustic
phonons, inelastic polar optical phonon scattering, and
scattering by ionized impurities on charge carrier transport
are addressed, as opposed to assuming a constant relaxation
time.65,66 The effects of the three scattering mechanisms on the
hole mobility are shown in Figure 9a, indicating that polar
optical phonons limit hole transport in p-type Eu11Zn4Sn2As12.
The predicted temperature-dependent electrical resistivity and
Seebeck coefficient are shown in Figure 9b,c, along with
experimentally measured values for x = 0.1. The temperature
dependency of the resistivity does not match between the DFT
calculation where resistivity increases up to 700 K when the

carrier concentration is 1 × 1018 cm−3, and experiments where
resistivity decreases with temperature. This is likely due to
grain boundaries and other defects, as discussed in more detail
below. On the other hand, a comparison of the Seebeck
coefficient between DFT calculations and experiments suggests
that the carrier concentration of the x = 0.1 is between 1 ×
1018 and 5 × 1018 cm−3, in agreement with the Hall carrier
concentration (Table 1). The anisotropy of hole transport is
apparent from the direction-dependent resistivity and Seebeck
coefficient (Figure 8d), as expected from the nonspherical
Fermi surface (Figure 8). In particular, the electrical resistivity
in the z-direction is higher than in the x- and y-directions due
to the higher band effective mass in the z-direction, as
evidenced by the elongation of the tubular Fermi surface
geometry in that direction. Directional Seebeck coefficients
and resistivities for different carrier concentrations are given in
Figure S8 and highlight the fact that Seebeck coefficients
depend on the DOS effective mass, which is not directional,
while electrical resistivity depends on the band effective mass,
which depends on direction. The effective mass from the
Seebeck coefficient is calculated from the linear region of the
predicted Pisarenko relation at 300 K (Figure 9e) and 500 K
(Figure 9f), using the formula in ref 67. We find that the
effective mass increases from 0.47me at 300 K to 0.57me at 500
K. The calculated effective mass is slightly higher than the
experimental value (determined using the Seebeck coefficient
and carrier concentration) of 0.24 ± 0.1me at 300 K for x =
0.075 and 0.1.

Both calculated and experimental resistivities decrease with
doping, but their temperature dependence differs (Figure 9b).
It is important to note that the simulated properties do not
address effects on transport properties from grain boundaries,
defects, site preference of Na, and commensurate structure
modulation. Grain boundary scattering effects often result in a
thermally activated decrease in resistivity with temperature,

Figure 8. (a) Band structure of Eu11Zn4Sn2As12 calculated with spin−orbit coupling. An indirect band gap of Eg = 0.6 eV forms between the VBM
at the Γ-point and the conduction band minimum at the X-point. A secondary VBM exists 60 meV below the VBM. (b−e) Fermi surfaces at the
listed Fermi levels inside the valence band, along with the corresponding carrier concentrations at 300 K. The ellipsoidal Fermi surfaces suggest
anisotropic electrical transport.
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which would be observed especially at lower temperatures.59

Since the calculated resistivity increases with temperature at
low temperatures and the experimental resistivity decreases
with temperature (Figure 9b), grain boundary scattering�as
observed in the Hall mobility in Figure 7 discussed above�
may cause discrepancies between the DFT predictions and
experimental measurements. Grain boundary effects have also
been shown to impact Seebeck coefficient in layered structures
such as Mg3Sb2

58,59 and may explain why experimental
Seebeck coefficients increase with doping while theoretical
values decrease. Defect chemistry and cation site preference
have also been shown to play a major role in electronic
transport in layered Zintl phases15,18,24 and are not considered
in the calculations presented here.

■ SUMMARY
Experiment and theory each provide a partial understanding of
Eu11Zn4Sn2As12, and when used in conjunction, provide deeper
insight into this complex, modulated, layered material.
Experimental samples are limited by defects, impurities, and
microstructure effects, while theory is simplified, using a rigid

band model that does not take Na site preference, defects, or
the commensurate modulation of the structure into account.
Employing both methods together, we get a fuller picture that
helps untangle these effects to understand the intrinsic
properties of this compound and how defects and micro-
structure impact thermal and electronic transport. Experimen-
tal data reveal low lattice thermal conductivity, high Seebeck
coefficient, and electrical resistivity that can be improved
through doping, while theoretical results confirm anisotropic
transport and a transition to 2D electronic structure when
carrier concentration reaches 1019 cm−3, and the electronic
structure becomes more 2D-like with increasing Na content.
Experimental results also reveal the complexity of this layered
compound and the major influence that microstructure, site
preference, and structural disorder have on electronic proper-
ties such as the Seebeck coefficient. These results can be used
as a roadmap to optimize this promising thermoelectric
material by tuning the synthetic method to control micro-
structure and increasing the carrier concentration to push the
Fermi level into the 2D regime.

Figure 9. (a) Predicted hole mobility in Eu11Zn4Sn2As12 at a hole concentration of 1 × 1018 cm−3, where scattering by acoustic phonons (blue),
ionized impurities (green), and polar optical phonons (cyan) is shown. The predicted temperature-dependent electrical resistivity (b) and Seebeck
coefficient (c) are shown for different hole concentrations. The transport properties are averaged over the three Cartesian directions in (b, c), and
the direction components are shown in (d) at a carrier concentration of 1 × 1018 cm−3. Pisarenko relations at 300 K (e) and 500 K (f) are used to
compute the hole effective mass, calculated using the formula in ref 67.
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The unique electronic structure, thermoelectric properties,
and a new synthetic method to produce Na-doped
Eu11Zn4Sn2As12 are presented. Employing a Eu binary
precursor such as EuAs allows for high phase purity and
reliable reproducibility of this complex structure.
Eu11Zn4Sn2As12 is a 3D layered Zintl phase that exhibits a
2D electronic structure at carrier concentrations greater than
1.5 × 1019 cm−3 due to anisotropic bonding between covalent
nets and ionic layers. Experimental measurements are
consistent with a complex, nonparabolic band structure.
These results offer an initial understanding of a complicated
system and guide further improvement of this material.
Additional substitution on the Zn, Sn, or As sites could take
advantage of the 2D electronic transport, dramatically
increasing zT and making this material promising for various
applications. This study also shows that directional bonding in
layered Zintl phases with 3D crystal structures gives rise to
low-dimensional electronic structures, providing a new
direction for research on these compounds.

■ ASSOCIATED CONTENT
*sı Supporting Information
The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509.

Rietveld refinements of EuAs and Eu11‑xNaxZn4Sn2As1
(x = 0, 0.05, 0.075, 0.1), Rietveld refinement statistics
for Eu11‑xNaxZn4Sn2As12, Rietveld refinement of a pellet,
quantitative EDS table, SEM micrographs and EDS
elemental maps, Hall carrier concentrations (300 K),
XPS data of As and Eu 3d regions after 10 and 180 min
Ar sputtering, simulated directional Seebeck coefficients
and electrical resistivities, and experimental zTs (PDF)

■ AUTHOR INFORMATION
Corresponding Authors

G. Jeffrey Snyder − Department of Materials Science and
Engineering, Northwestern University, Evanston, Illinois
60208, United States; orcid.org/0000-0003-1414-8682;
Email: jeff.snyder@northwestern.edu

Susan M. Kauzlarich − Department of Chemistry, University
of California, Davis, California 95616, United States;

orcid.org/0000-0002-3627-237X;
Email: smkauzlarich@ucdavis.edu

Authors
Ashlee K. Hauble − Department of Chemistry, University of

California, Davis, California 95616, United States;
orcid.org/0000-0002-2794-9916

Michael Y. Toriyama − Department of Materials Science and
Engineering, Northwestern University, Evanston, Illinois
60208, United States; orcid.org/0000-0002-2530-1390

Stephan Bartling − Leibniz Institute for Catalysis (LIKAT),
Rostock 18059, Germany; orcid.org/0000-0001-5901-
7235

Ali M. Abdel-Mageed − Leibniz Institute for Catalysis
(LIKAT), Rostock 18059, Germany; orcid.org/0000-
0003-4160-0611

Complete contact information is available at:
https://pubs.acs.org/10.1021/acs.chemmater.3c01509

Notes
The authors declare no competing financial interest.

■ ACKNOWLEDGMENTS
This work was supported by NSF DMR-2001156 and
performed in part at the Jet Propulsion Laboratory, California
Institute of Technology by Dean Cheikh under contract with
the NASA Science Missions Directorate’s Radioisotope Power
Systems Program. SEM/EDS data were acquired from the
Advanced Materials Characterization and Testing laboratory
(AMCaT) supported by NSF DMR-1725618 at the University
of California, Davis. A.K.H. was supported by the University of
California, Davis Dean’s Distinguished Graduate Student
Fellowship. M.Y.T. is funded by the United States Department
of Energy through the Computational Science Graduate
Fellowship (DOE CSGF) under grant number DE-
SC0020347. G.J.S. acknowledges the support of award
70NANB19H005 from the U.S. Department of Commerce,
National Institute of Standards and Technology as part of the
Center for Hierarchical Materials Design (CHiMaD). This
research was supported in part through the computational
resources and staff contributions provided for the Quest high-
performance computing facility at Northwestern University,
which is jointly supported by the Office of the Provost, the
Office for Research, and Northwestern University Information
Technology.

■ REFERENCES
(1) Du, L.; Hasan, T.; Castellanos-Gomez, A.; Liu, G.-B.; Yao, Y.;

Lau, C. N.; Sun, Z. Engineering Symmetry Breaking in 2D Layered
Materials. Nat. Rev. Phys. 2021, 3, 193−206.
(2) Zeier, W. G.; Zevalkink, A.; Gibbs, Z. M.; Hautier, G.;

Kanatzidis, M. G.; Snyder, G. J. Thinking Like a Chemist: Intuition in
Thermoelectric Materials. Angew. Chem., Int. Ed. 2016, 55, 6826−
6841.
(3) Shuai, J.; Mao, J.; Song, S.; Zhang, Q.; Chen, G.; Ren, Z. Recent

Progress and Future Challenges on Thermoelectric Zintl Materials.
Mater. Today Phys. 2017, 1, 74−95.
(4) Liu, K. F.; Xia, S. Q. Recent Progresses on Thermoelectric Zintl

Phases: Structures, Materials and Optimization. J. Solid State Chem.
2019, 270, 252−264.
(5) Xia, F.; Wang, H.; Jia, Y. Rediscovering Black Phosphorus as an

Anisotropic Layered Material for Optoelectronics and Electronics.
Nat. Commun. 2014, 5, 4458.
(6) Dylla, M. T.; Kang, S. D.; Snyder, G. J. Effect of Two-

Dimensional Crystal Orbitals on Fermi Surfaces and Electron
Transport in Three-Dimensional Perovskite Oxides. Angew. Chem.,
Int. Ed. 2019, 58, 5503−5512.
(7) Bilc, D. I.; Hautier, G.; Waroquiers, D.; Rignanese, G. M.;

Ghosez, P. Low-Dimensional Transport and Large Thermoelectric
Power Factors in Bulk Semiconductors by Band Engineering of
Highly Directional Electronic States. Phys. Rev. Lett. 2015, 114,
No. 136601.
(8) Brod, M. K.; Snyder, G. J. Orbital Chemistry of High Valence

Band Convergence and Low-Dimensional Topology in PbTe. J.
Mater. Chem. A 2021, 9, 12119−12139.
(9) Parker, D.; Chen, X.; Singh, D. J. High Three-Dimensional

Thermoelectric Performance from Low-Dimensional Bands. Phys. Rev.
Lett. 2013, 110, No. 146601.
(10) Ovchinnikov, A.; Bobev, S. Zintl Phases with Group 15

Elements and the Transition Metals: A Brief Overview of Pnictides
with Diverse and Complex Structures. J. Solid State Chem. 2019, 270,
346−359.
(11) Baranets, S.; Ovchinnikov, A.; Bobev, S. Structural Diversity of

the Zintl Pnictides with Rare-Earth Metals. In Handbook on the Physics
and Chemistry of Rare Earths, 1st ed.; Bünzli, J.-C.G.; Pecharsky, V. K.
Eds.; Elsevier, 2021; Vol. 60, pp 227−324.

Chemistry of Materials pubs.acs.org/cm Article

https://doi.org/10.1021/acs.chemmater.3c01509
Chem. Mater. 2023, 35, 7719−7729

7727

https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acs.chemmater.3c01509/suppl_file/cm3c01509_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="G.+Jeffrey+Snyder"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-1414-8682
mailto:jeff.snyder@northwestern.edu
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Susan+M.+Kauzlarich"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-3627-237X
https://orcid.org/0000-0002-3627-237X
mailto:smkauzlarich@ucdavis.edu
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ashlee+K.+Hauble"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-2794-9916
https://orcid.org/0000-0002-2794-9916
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Michael+Y.+Toriyama"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-2530-1390
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Stephan+Bartling"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-5901-7235
https://orcid.org/0000-0001-5901-7235
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ali+M.+Abdel-Mageed"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4160-0611
https://orcid.org/0000-0003-4160-0611
https://pubs.acs.org/doi/10.1021/acs.chemmater.3c01509?ref=pdf
https://doi.org/10.1038/s42254-020-00276-0
https://doi.org/10.1038/s42254-020-00276-0
https://doi.org/10.1002/anie.201508381
https://doi.org/10.1002/anie.201508381
https://doi.org/10.1016/J.MTPHYS.2017.06.003
https://doi.org/10.1016/J.MTPHYS.2017.06.003
https://doi.org/10.1016/j.jssc.2018.11.030
https://doi.org/10.1016/j.jssc.2018.11.030
https://doi.org/10.1038/ncomms5458
https://doi.org/10.1038/ncomms5458
https://doi.org/10.1002/anie.201812230
https://doi.org/10.1002/anie.201812230
https://doi.org/10.1002/anie.201812230
https://doi.org/10.1103/PhysRevLett.114.136601
https://doi.org/10.1103/PhysRevLett.114.136601
https://doi.org/10.1103/PhysRevLett.114.136601
https://doi.org/10.1039/d1ta01273h
https://doi.org/10.1039/d1ta01273h
https://doi.org/10.1103/PhysRevLett.110.146601
https://doi.org/10.1103/PhysRevLett.110.146601
https://doi.org/10.1016/j.jssc.2018.11.029
https://doi.org/10.1016/j.jssc.2018.11.029
https://doi.org/10.1016/j.jssc.2018.11.029
pubs.acs.org/cm?ref=pdf
https://doi.org/10.1021/acs.chemmater.3c01509?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


(12) Hodge, K. L.; Goldberger, J. E. Transition Metal-Free Alkyne
Hydrogenation Catalysis with BaGa2, a Hydrogen Absorbing Layered
Zintl Phase. J. Am. Chem. Soc. 2019, 141, 19969−19972.
(13) Cooley, J. A.; Promkhan, P.; Gangopadhyay, S.; Donadio, D.;

Pickett, W. E.; Ortiz, B. R.; Toberer, E. S.; Kauzlarich, S. M. High
Seebeck Coefficient and Unusually Low Thermal Conductivity Near
Ambient Temperatures in Layered Compound Yb2‑xEuxCdSb2. Chem.
Mater. 2018, 30, 484−493.
(14) Chen, C.; Xue, W.; Li, S.; Zhang, Z.; Li, X.; Wang, X.; Liu, Y.;

Sui, J.; Liu, X.; Cao, F.; Ren, Z.; Chu, C.-W.; Wang, Y.; Zhang, Q.
Zintl-Phase Eu2ZnSb2: A Promising Thermoelectric Material with
Ultralow Thermal Conductivity. Proc. Natl. Acad. Sci. U. S. A. 2019,
116, 2831−2836.
(15) Chanakian, S.; Uhl, D.; Neff, D.; Drymiotis, F.; Park, J.; Petkov,

V.; Zevalkink, A.; Bux, S. Exceptionally High Electronic Mobility in
Defect-Rich Eu2ZnSb2‑xBix Alloys. J. Mater. Chem. A 2020, 8, 6004−
6012.
(16) Zevalkink, A.; Zeier, W. G.; Cheng, E.; Snyder, J.; Fleurial, J. P.;

Bux, S. Nonstoichiometry in the Zintl Phase Yb1‑δZn2Sb2 as a Route
to Thermoelectric Optimization. Chem. Mater. 2014, 26, 5710−5717.
(17) Pomrehn, G. S.; Zevalkink, A.; Zeier, W. G.; Van De Walle, A.;

Snyder, G. J. Defect-Controlled Electronic Properties in AZn2Sb2
Zintl Phases. Angew. Chem., Int. Ed. 2014, 53, 3422−3426.
(18) Hauble, A. K.; Crawford, C. M.; Adamczyk, J. M.; Wood, M.;

Fettinger, J. C.; Toberer, E. S.; Kauzlarich, S. M. Deciphering Defects
in Yb2‑xEuxCdSb2 and Their Impact on Thermoelectric Properties.
Chem. Mater. 2022, 34, 9228−9239.
(19) Devlin, K. P.; Kazem, N.; Zaikina, J. V.; Cooley, J. A.; Badger, J.

R.; Fettinger, J. C.; Taufour, V.; Kauzlarich, S. M. Eu11Zn4Sn2As12: A
Ferromagnetic Zintl Semiconductor with a Layered Structure
Featuring Extended Zn4As6 Sheets and Ethane-like Sn2As6 Units.
Chem. Mater. 2018, 30, 7067−7076.
(20) Devlin, K. P.; Zhang, J.; Fettinger, J. C.; Choi, E. S.; Hauble, A.

K.; Taufour, V.; Hermann, R. P.; Kauzlarich, S. M. Deconvoluting the
Magnetic Structure of the Commensurately Modulated Quinary Zintl
Phase Eu11‑xSrxZn4Sn2As12. Inorg. Chem. 2021, 60, 5711−5723.
(21) Khoury, J. F.; Schoop, L. M. Chemical Bonds in Topological

Materials. Trends Chem. 2021, 3, 700−715.
(22) Kong, D.; Randel, J. C.; Peng, H.; Cha, J. J.; Meister, S.; Lai, K.;

Chen, Y.; Shen, Z.-X.; Manoharan, H. C.; Cui, Y. Topological
Insulator Nanowires and Nanoribbons. 2010, 10, 329−333,
DOI: 10.1021/nl903663a.
(23) Putz, M. V.; Ori, O. Molecules Bondonic Effects in Group-IV

Honeycomb Nanoribbons with Stone-Wales Topological Defects.
Molecules 2014, 19, 4157−4188.
(24) Yao, H.; Chen, C.; Xue, W.; Bai, F.; Cao, F.; Lan, Y.; Liu, X.;

Wang, Y.; Singh, D. J.; Lin, X.; Zhang, Q. Vacancy Ordering Induced
Topological Electronic Transition in Bulk Eu2ZnSb2. Sci. Adv. 2021,
7, No. eabd6162.
(25) Schoop, L. M.; Pielnhofer, F.; Lotsch, B. V. Chemical Principles

of Topological Semimetals. Chem. Mater. 2018, 30, 3155.
(26) Toriyama, M. Y.; Brod, M. K.; Gomes, L. C.; Bipasha, F. A.;

Assaf, B. A.; Ertekin, E.; Snyder, G. J. Tuning Valley Degeneracy with
Band Inversion. J. Mater. Chem. A 2022, 10, 1588−1595.
(27) Shi, H.; Parker, D.; Du, M. H.; Singh, D. J. Connecting

Thermoelectric Performance and Topological-Insulator Behavior:
Bi2Te3 and Bi2Te2Se from First Principles. Phys. Rev. Appl. 2015, 3,
1−10.
(28) Chen, L.-C.; Chen, P.-Q.; Li, W.-J.; Zhang, Q.; Struzhkin, V. V.;

Goncharov, A. F.; Ren, Z.; Chen, X.-J. Enhancement of Thermo-
electric Performance across the Topological Phase Transition in
Dense Lead Selenide. Nat. Mater. 2019, 18, 1321−1326.
(29) Fu, C.; Sun, Y.; Felser, C. Topological Thermoelectrics. APL

Mater. 2020, 8, 40913.
(30) Yang, Y.; Cheng, G.; Blawat, J.; Moseley, D. H.; Wang, H.;

Devlin, K. P.; Yu, Y.; Hermann, R. P.; Yao, N.; Jin, R.; Xie, W. Crystal
Structure and Magnetic Properties in Semiconducting Eu3‑δZnxSnyAs3
with Eu-Eu Dimers. J. Appl. Phys. 2022, 132, No. 0439021.

(31) Ramarao, S. D.; Singh, A. K.; Subbarao, U.; Peter, S. C. An
Overview on the Structural Diversity of Europium Based Ternary
Intermetallics. J. Solid State Chem. 2020, 281, No. 121048.
(32) Justl, A. P.; Cerretti, G.; Bux, S. K.; Kauzlarich, S. M. 2 + 2 = 3:

Making Ternary Phases through a Binary Approach. Chem. Mater.
2022, 34, 1342−1355.
(33) Iandelli, A.; Franceschi, E. On the Crystal Structure of the

Compounds CaP, SrP, CaAs, SrAs and EuAs. J. Less Common Met.
1973, 30, 211−216.
(34) TOPAS Version 5; Bruker AXS, 2014.
(35) Moulder, J. F.; Chastain, J. Handbook of X-Ray Photoelectron

Spectroscopy: A Reference Book of Standard Spectra for Identification and
Interpretation of XPS Data; Physical Electronics Division, Perkin-
Elmer Corporation, 1992.
(36) Borup, K. A.; Toberer, E. S.; Zoltan, L. D.; Nakatsukasa, G.;

Errico, M.; Fleurial, J.-P.; Iversen, B. B.; Snyder, G. J. Measurement of
the Electrical Resistivity and Hall Coefficient at High Temperatures.
Rev. Sci. Instrum 2012, 83, 123902.
(37) Wood, C.; Zoltan, D.; Stapfer, G. Measurement of Seebeck

Coefficient Using a Light Pulse. Rev. Sci. Instrum. 1985, 56, 719−722.
(38) Kresse, G.; Furthmüller, J. Efficiency of Ab-Initio Total Energy

Calculations for Metals and Semiconductors Using a Plane-Wave
Basis Set. Comput. Mater. Sci. 1996, 6, 15−50.
(39) Kresse, G.; Furthmüller, J. Efficient Iterative Schemes for Ab

Initio Total-Energy Calculations Using a Plane-Wave Basis Set. Phys.
Rev. B - Condens. Matter Mater. Phys. 1996, 54, 11169−11186.
(40) Blöchl, P. E. Projector Augmented-Wave Method. Phys. Rev. B

1994, 50, 17953−17979.
(41) Kresse, G.; Joubert, D. From Ultrasoft Pseudopotentials to the

Projector Augmented-Wave Method. Phys. Rev. B - Condens. Matter
Mater. Phys. 1999, 59, 1758−1775.
(42) Perdew, J. P.; Burke, K.; Ernzerhof, M. Generalized Gradient

Approximation Made Simple. Phys. Rev. Lett. 1996, 77, 3865−3868.
(43) Ganose, A. M.; Park, J.; Faghaninia, A.; Woods-Robinson, R.;

Persson, K. A.; Jain, A. Efficient Calculation of Carrier Scattering
Rates from First Principles. Nat. Commun. 2021, 12, 2222.
(44) Pack, J. D.; Monkhorst, H. J. “special Points for Brillouin-Zone

Integrations”-a Reply. Phys. Rev. B 1977, 16, 1748−1749.
(45) Baergen, A. M.; Blanchard, P. E. R.; Stoyko, S. S.; Mar, A.

Quaternary Germanide Arsenides ZrCuGeAs and HfCuGeAs. Z.
Anorg. Allg. Chem. 2011, 637, 2007−2012.
(46) Stoyko, S. S.; Blanchard, P. E. R.; Mar, A. Crystal Structure,

Electrical Resistivity, and X-Ray Photoelectron Spectroscopy of
BaAg2As2. J. Solid State Chem. 2012, 194, 113−118.
(47) Vercaemst, R.; Poelman, D.; Fiermans, L.; Van Meirhaeghe, R.

L.; Lafler̀e, W. H.; Cardon, F. A Detailed XPS Study of the Rare Earth
Compounds EuS and EuF3. J. Electron Spectrosc. Relat. Phenomena
1995, 74, 45−56.
(48) Zevalkink, A.; Smiadak, D. M.; Blackburn, J. L.; Ferguson, A. J.;

Chabinyc, M. L.; Delaire, O.; Wang, J.; Kovnir, K.; Martin, J.;
Schelhas, L. T.; Sparks, T. D.; Kang, S. D.; Dylla, M. T.; Snyder, G. J.;
Ortiz, B. R.; Toberer, E. S. A Practical Field Guide to Thermo-
electrics: Fundamentals, Synthesis, and Characterization. Appl. Phys.
Rev. 2018, 5, No. 021303.
(49) Snyder, G. J.; Toberer, E. S. Complex Thermoelectric

Materials. Nat. Mater. 2010, 7, 101−110.
(50) Deng, P.-Y.; Wang, K.-K.; Du, J.-Y.; Wu, H.-J.; Deng, P.-Y. H.;

Wu, J.; Wang, K.-K.; Du, J.-Y. From Dislocation to Nano-
Precipitation: Evolution to Low Thermal Conductivity and High
Thermoelectric Performance in n-Type PbTe. Adv. Funct. Mater.
2020, 30, No. 2005479.
(51) He, A.; Bux, S. K.; Hu, Y.; Uhl, D.; Li, L.; Donadio, D.;

Kauzlarich, S. M. Structural Complexity and High Thermoelectric
Performance of the Zintl Phase: Yb21Mn4Sb18. Chem. Mater. 2019, 31,
8076−8086.
(52) Chen, C.; Li, X.; Xue, W.; Bai, F.; Huang, Y.; Yao, H.; Li, S.;

Zhang, Z.; Wang, X.; Sui, J.; Liu, X.; Cao, F.; Wang, Y.; Zhang, Q.
Manipulating the Intrinsic Vacancies for Enhanced Thermoelectric

Chemistry of Materials pubs.acs.org/cm Article

https://doi.org/10.1021/acs.chemmater.3c01509
Chem. Mater. 2023, 35, 7719−7729

7728

https://doi.org/10.1021/jacs.9b09856?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b09856?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b09856?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.7b04517?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.7b04517?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.7b04517?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1073/PNAS.1819157116
https://doi.org/10.1073/PNAS.1819157116
https://doi.org/10.1039/c9ta14170g
https://doi.org/10.1039/c9ta14170g
https://doi.org/10.1021/cm502588r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cm502588r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.201311125
https://doi.org/10.1002/anie.201311125
https://doi.org/10.1021/acs.chemmater.2c02402?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.2c02402?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.8b02749?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.8b02749?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.8b02749?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.0c03769?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.0c03769?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.0c03769?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.trechm.2021.04.011
https://doi.org/10.1016/j.trechm.2021.04.011
https://doi.org/10.1021/nl903663a?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/nl903663a?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/nl903663a?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.3390/molecules19044157
https://doi.org/10.3390/molecules19044157
https://doi.org/10.1126/sciadv.abd6162
https://doi.org/10.1126/sciadv.abd6162
https://doi.org/10.1021/acs.chemmater.7b05133?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.7b05133?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/d1ta08379a
https://doi.org/10.1039/d1ta08379a
https://doi.org/10.1103/PhysRevApplied.3.014004
https://doi.org/10.1103/PhysRevApplied.3.014004
https://doi.org/10.1103/PhysRevApplied.3.014004
https://doi.org/10.1038/s41563-019-0499-9
https://doi.org/10.1038/s41563-019-0499-9
https://doi.org/10.1038/s41563-019-0499-9
https://doi.org/10.1063/5.0005481
https://doi.org/10.1063/5.0094013
https://doi.org/10.1063/5.0094013
https://doi.org/10.1063/5.0094013
https://doi.org/10.1016/j.jssc.2019.121048
https://doi.org/10.1016/j.jssc.2019.121048
https://doi.org/10.1016/j.jssc.2019.121048
https://doi.org/10.1021/acs.chemmater.1c04031?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.1c04031?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/0022-5088(73)90107-0
https://doi.org/10.1016/0022-5088(73)90107-0
https://doi.org/10.1063/1.4770124
https://doi.org/10.1063/1.4770124
https://doi.org/10.1063/1.1138213
https://doi.org/10.1063/1.1138213
https://doi.org/10.1016/0927-0256(96)00008-0
https://doi.org/10.1016/0927-0256(96)00008-0
https://doi.org/10.1016/0927-0256(96)00008-0
https://doi.org/10.1103/PhysRevB.54.11169
https://doi.org/10.1103/PhysRevB.54.11169
https://doi.org/10.1103/PhysRevB.50.17953
https://doi.org/10.1103/PhysRevB.59.1758
https://doi.org/10.1103/PhysRevB.59.1758
https://doi.org/10.1103/PhysRevLett.77.3865
https://doi.org/10.1103/PhysRevLett.77.3865
https://doi.org/10.1038/s41467-021-22440-5
https://doi.org/10.1038/s41467-021-22440-5
https://doi.org/10.1103/PhysRevB.16.1748
https://doi.org/10.1103/PhysRevB.16.1748
https://doi.org/10.1002/zaac.201100238
https://doi.org/10.1016/j.jssc.2012.05.003
https://doi.org/10.1016/j.jssc.2012.05.003
https://doi.org/10.1016/j.jssc.2012.05.003
https://doi.org/10.1016/0368-2048(95)02349-6
https://doi.org/10.1016/0368-2048(95)02349-6
https://doi.org/10.1063/1.5021094
https://doi.org/10.1063/1.5021094
https://doi.org/10.1142/9789814317665_0016
https://doi.org/10.1142/9789814317665_0016
https://doi.org/10.1002/adfm.202005479
https://doi.org/10.1002/adfm.202005479
https://doi.org/10.1002/adfm.202005479
https://doi.org/10.1021/acs.chemmater.9b02671?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.9b02671?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.nanoen.2020.104771
pubs.acs.org/cm?ref=pdf
https://doi.org/10.1021/acs.chemmater.3c01509?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


Performance in Eu2ZnSb2 Zintl Phase. Nano Energy 2020, 73,
No. 104771.
(53) Devlin, K. P.; Chen, S.; Donadio, D.; Kauzlarich, S. M. Solid

Solution Yb2‑xCaxCdSb2: Structure, Thermoelectric Properties, and
Quality Factor. Inorg. Chem. 2021, 60, 13596−13606.
(54) Kim, H. S.; Gibbs, Z. M.; Tang, Y.; Wang, H.; Snyder, G. J.

Characterization of Lorenz Number with Seebeck Coefficient
Measurement. APL Mater. 2015, 3, 104771.
(55) Gibbs, Z. M.; Kim, H.-S.; Wang, H.; Snyder, G. J. Band Gap

Estimation from Temperature Dependent Seebeck Measurement�
Deviations from the 2e|S|maxTmax Relation. Appl. Phys. Lett. 2015,
106, No. 022112.
(56) Hanus, R.; George, J.; Wood, M.; Bonkowski, A.; Cheng, Y.;

Abernathy, D. L.; Manley, M. E.; Hautier, G.; Snyder, G. J.; Hermann,
R. P. Uncovering Design Principles for Amorphous-like Heat
Conduction Using Two-Channel Lattice Dynamics. Mater. Today
Phys. 2021, 18, No. 100344.
(57) Hanus, R.; Gurunathan, R.; Lindsay, L.; Agne, M. T.; Shi, J.;

Graham, S.; Jeffrey Snyder, G. Thermal Transport in Defective and
Disordered Materials. Appl. Phys. Rev. 2021, 8, No. 031311.
(58) Kuo, J. J.; Kang, S. D.; Imasato, A. K.; Tamaki, H.; Ohno, S.;

Kanno, T.; Snyder, G. J. Grain Boundary Dominated Charge
Transport in Mg3Sb2-Based Compounds. Energy Environ. Sci. 2018,
11, 429−434.
(59) Wood, M.; Kuo, J. J.; Imasato, K.; Snyder, G. J. Improvement of

Low-Temperature ZT in a Mg3Sb2−Mg3Bi2 Solid Solution via Mg-
Vapor Annealing. Adv. Mater. 2019, 31, No. e1902337.
(60) Tan, G.; Zhao, L. D.; Kanatzidis, M. G. Rationally Designing

High-Performance Bulk Thermoelectric Materials. Chem. Rev. 2016,
116, 12123−12149.
(61) Sun, J.; Singh, D. J. Thermoelectric Properties of AMg2X2,

AZn2Sb2 (A = Ca, Sr, Ba; X = Sb, Bi), and Ba2ZnX2 (X = Sb, Bi) Zintl
Compounds. J. Mater. Chem. A 2017, 5, 8499−8509.
(62) Smiadak, D. M.; Claes, R.; Perez, N.; Marshall, M.; Peng, W.;

Chen, W.; Hautier, G.; Schierning, G.; Zevalkink, A. Quasi-1D
Electronic Transport and Isotropic Phonon Transport in the Zintl
Ca5In2Sb6. Mater. Today Phys. 2022, 22, No. 100597.
(63) Snyder, G. J.; Snyder, A. H.; Wood, M.; Gurunathan, R.;

Snyder, B. H.; Niu, C. Weighted Mobility. Adv. Mater. 2020, 32,
No. 2001537.
(64) Setyawan, W.; Curtarolo, S. High-Throughput Electronic Band

Structure Calculations: Challenges and Tools. Comput. Mater. Sci.
2010, 49, 299−312.
(65) Katsura, Y.; Kumagai, M.; Kodani, T.; Kaneshige, M.; Ando, Y.;

Gunji, S.; Imai, Y.; Ouchi, H.; Tobita, K.; Kimura, K.; Tsuda, K. Data-
Driven Analysis of Electron Relaxation Times in PbTe-Type
Thermoelectric Materials. Sci. Technol. Adv. Mater. 2019, 20, 511−
520.
(66) Chen, W.; Pöhls, J. H.; Hautier, G.; Broberg, D.; Bajaj, S.;

Aydemir, U.; Gibbs, Z. M.; Zhu, H.; Asta, M.; Snyder, G. J.; Meredig,
B.; White, M. A.; Persson, K.; Jain, A. Understanding Thermoelectric
Properties from High-Throughput Calculations: Trends, Insights, and
Comparisons with Experiment. J. Mater. Chem. C 2016, 4, 4414−
4426.
(67) Snyder, G. J.; Pereyra, A.; Gurunathan, R. Effective Mass from

Seebeck Coefficient. Adv. Funct. Mater. 2022, 32, No. 2112772.

Chemistry of Materials pubs.acs.org/cm Article

https://doi.org/10.1021/acs.chemmater.3c01509
Chem. Mater. 2023, 35, 7719−7729

7729

https://doi.org/10.1016/j.nanoen.2020.104771
https://doi.org/10.1021/acs.inorgchem.1c01906?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.1c01906?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.1c01906?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1063/1.4908244
https://doi.org/10.1063/1.4908244
https://doi.org/10.1063/1.4905922
https://doi.org/10.1063/1.4905922
https://doi.org/10.1063/1.4905922
https://doi.org/10.1016/j.mtphys.2021.100344
https://doi.org/10.1016/j.mtphys.2021.100344
https://doi.org/10.1063/5.0055593
https://doi.org/10.1063/5.0055593
https://doi.org/10.1039/c7ee03326e
https://doi.org/10.1039/c7ee03326e
https://doi.org/10.1002/adma.201902337
https://doi.org/10.1002/adma.201902337
https://doi.org/10.1002/adma.201902337
https://doi.org/10.1021/acs.chemrev.6b00255?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.6b00255?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/c6ta11234j
https://doi.org/10.1039/c6ta11234j
https://doi.org/10.1039/c6ta11234j
https://doi.org/10.1016/j.mtphys.2021.100597
https://doi.org/10.1016/j.mtphys.2021.100597
https://doi.org/10.1016/j.mtphys.2021.100597
https://doi.org/10.1002/adma.202001537
https://doi.org/10.1016/j.commatsci.2010.05.010
https://doi.org/10.1016/j.commatsci.2010.05.010
https://doi.org/10.1080/14686996.2019.1603885
https://doi.org/10.1080/14686996.2019.1603885
https://doi.org/10.1080/14686996.2019.1603885
https://doi.org/10.1039/c5tc04339e
https://doi.org/10.1039/c5tc04339e
https://doi.org/10.1039/c5tc04339e
https://doi.org/10.1002/adfm.202112772
https://doi.org/10.1002/adfm.202112772
pubs.acs.org/cm?ref=pdf
https://doi.org/10.1021/acs.chemmater.3c01509?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as



