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Explorations in the chemistry of complex lanthanide
chalcogenides, particularly quaternary systems of the
type A/Ln/M/Q (A ) alkali metal, Ln ) lanthanide
metal, M ) transition metal, and Q ) chalcogen),
suggest that phase stabilization is most facile when the
transition metal used is a coinage metal, namely Cu.
This may be rationalized by the mobile nature of Cu+

ions, even at low temperatures, which helps diffuse the
ion over long distances and facilitates its quick arrival
at phase thermodynamic minima. The introduction of
Cu into the synthetic chemistry of lanthanide chalco-
genides has already produced several quaternary com-
pounds, K2Cu2CeS4,1 KCuCe2S6,1,2 KCuLa2S6,2 CsCu-
Ce2S6,2 KCuCe2Se6,2 CsCuCeS3,2 and KCuUSe3.2 These
findings were quickly followed by a rapid expansion in
this area by independent investigators, producing the
compounds BaErAgS33, CsCuUTe3,4,6 CsTiUTe5,4,6
Cs8Hf5UTe30.6,4-6 and BaLnMQ3 (Ln ) La, Ce, Nd; M
) Cu,Ag; Q ) S,Se).7 We have now examined the A/Cu/
Ln/Te system and have identified three new compounds,
Rb2Cu3CeTe5,8 K2Ag3CeTe4,9 and KCuCeTe4. The lat-
ter, which is reported here, is a rare kind of solid-state
compound with two different components, each of which
can exist independently. This compound exhibits su-
perstructure phenomena attributed to structural distor-
tions associated with long Te-Te bonding interactions.
KCuCeTe410 forms a two-dimensional structure com-

posed of two “distinct” layers, [CuTe]- and [CeTe3], see
Figure 1. Because each layer is known to exist inde-

pendently, the KCuCeTe4 can be regarded as an inter-
growth compound and a more descriptive formula would
be K+[CuTe]-[CeTe3]. The [CuTe]- layer can be de-
scribed as an ideal anti-PbO structure type, made up
of ribbon tetrahedral [CuTe4] units that share edges in
two dimensions. The [CeTe3] layer adopts the NdTe3
structure type11e and has nine-coordinate Ce in a
tricapped trigonal prismatic environment of Te. The
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Figure 1. ORTEP representation of the extended structure
of KCuCeTe4 as seen down the b-axis (90% probability el-
lipsoids). The ellipses with octant shading represent Ce, the
crossed ellipses represent Cu, the large open ellipses represent
K and Te. Selected distances (Å) are as follows: Ce-Te1,
3.287(4); Ce-Te2, 3.382(3); Ce-Te3, 3.374(3); Te2-Te3,
3.1417(6); Cu-Te4, 2.667(4); Cu-Cu, 3.1419(6). Selected
angles (deg): Te4-Cu-Te4, 108.22(5) and 112.5(2).
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[CuTe]- and [CeTe3] layers are separated by potassium
ions and stack in an A-B-A-B order parallel to the c-axis.
The [CeTe3] layer contains a square Te lattice net.

Tellurium square nets are rare and only few are known,
e.g., LnTe2, Ln2Te5, and LnTe3,11 CsTh2Te6,12 K0.33Ba0.67-
AgTe2,13 Cs3Te22,14 and ALn3Te8 (A ) Cs,Rb,K; Ln )
Ce,Nd).15 Depending on the electron count, these nets
can have different electronic structures, which can lead
to instabilities and structural distortions within them.16
These distortions can lead to interesting physical phe-
nomena such as charge density waves and anomalies
in the charge-transport properties. When the formal
oxidation state of all Te atoms in the net is -2, a stable
square net is observed (e.g., NaCuTe).17 However, when
the formal oxidation state is < -2, or when there are
atomic vacancies in the square net, structural distor-
tions are possible leading to Te‚‚‚Te bonding interactions
and the formation of Texn- species within the net. These
distortions are manifested through the formation of a
superstructure with respect to the ideal square net.18
The Te net in the [CeTe3] layer of KCuCeTe4 is fully

occupied; see Figure 2. However, the formal oxidation
state of the Te atoms in this net is -1, indicating the
possibility of a distortion within the Te net. To probe
for this distortion we performed electron diffraction
studies on KCuCeTe4, which indeed revealed a super-

structure lying along the ab-plane, which is also incom-
mensurate. The superstructure has a cell of asup )
2.87asub, bsup ) 2.87bsub. Figure 3A shows an electron
diffraction pattern of KCuCeTe4 along the ab-plane. The
reflections associated with this superstructure are very
weak and occur along both the a* and b* directions. A
densitometric intensity scan obtained from the (hk0)
reciprocal plane along the (1k0) row of reflections is
shown in Figure 3B. The weak reflections between the
(1-1 0), (1 0 0), and (1 1 0) reflections are due to the
0.348b* superlattice, which corresponds to a 2.87 × bsub
(i.e., ∼13 Å) lattice dimension. These results suggest
that there exists a distortion within the Te net of the
[CeTe3] layer, resulting in oligomerization of the Te
atoms. Notice that the [CuTe]- layer also has a square
Te net; however, the -2 formal charge on each Te atom
is not expected to lead to a distortion and therefore a
superstructure. Consequently, the observed superstruc-
ture must be localized on the [CeTe3] part of the
compound.

The magnetic susceptibility of KCuCeTe4 was mea-
sured over the range 5-300 K at 6000 G, and a plot of
1/øM vs T shows that the material exhibits nearly Curie-
Weiss behavior with only slight deviation from linearity
beginning below 50 K. Such deviation has been re-
ported for several Ce3+ compounds and has been at-
tributed to crystal field splitting of the cation’s 2F5/2
ground state.19 At temperatures above 100 K, a µeff of
2.62 µB has been calculated. This value is in accordance
with the usual range for Ce3+ compounds (2.3-2.5 µB).
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Figure 2. View of the Te “net” in KCuCeTe4 showing the
sublattice, determined crystallographically, in the shaded box
and the 2.87a × 2.87b superlattice.

Figure 3. (A) Selected area electron diffraction pattern of
KCuCeTe4 with the beam perpendicular to the layers ([001]
direction) showing the 2.87a × 2.87b superlattice. (B) Densi-
tometric intensity scan along the b*-axis of the electron
diffraction pattern (boxed area in photograph) showing the
(1k0) family of reflections. The three reflections from the
sublattice of KCuCeTe4 are indexed. The two weak peaks are
from the superlattice with bsuper ) 2.87bsub.
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Electrical conductivity data as a function of temper-
ature for a hot-pressed (at 200 °C) pellet of KCuCeTe4
show that this material is metallic with a room tem-
perature value of 180 S/cm (see Figure 4). Thermoelec-
tric power data show a Seebeck coefficient at room
temperature of ∼3 µV/K, which suggests that the
carriers are holes. The magnitude and slope of the

Seebeck coefficient are consistent with the metallic
character of the sample. Therefore, the distortion in the
Te layer, which gives rise to the incommensurate
superstructure, does not seem to open a gap at the
Fermi level of this material. In contrast, a similar
incommensurate 3 × 3 superstructure found in K0.33-
Ba0.67AgTe213 leads to semiconducting behavior.

An intriguing fact is the different structure of the
[CuTe]- layer in the compound KCuTe20 from that found
in KCuCeTe4. In KCuTe, a layered boron nitride type
structure is seen while the [CuTe]- layer with the same
alkali ion in the quaternary phase adopts the structure
of NaCuTe (i.e., anti-PbO). So, in a way, the KCuCeTe4
has enforced a presumably higher energy, metastable,
structure on KCuTe by sandwiching it between CeTe3
layers. The driving force for the stability of KCuCeTe4
is therefore unknown unless some electron transfer
exists between the two different metal chalcogenide
layers.
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Figure 4. (A) Electrical conductivity data of a hot-pressed
pellet of KCuCeTe4 as a function of temperature. (B) Ther-
mopower data of a pressed pellet of KCuCeTe4 as a function
of temperature. The discontinuity in the thermopower data
around 225 K is a result of residual water vapor desorbing
from the walls of the instrument chamber.
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