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Abstract. The effects of Zr doping on the low-temperature properties of CeNiSn were studied
by means of measurements of the thermoelectric power, the electrical resistivity, the magnetic
susceptibility and the specific heat. Even Zr concentrations as small as 3% were found to
dramatically increase the low-temperature metallic character in this otherwise gapped material
and to stabilize antiferromagnetic ordering below 5 K.

1. Introduction

Amongst the small number of compounds known as Kondo insulators [1], the orthorhombic
(ε-TiNiSi-type) compound CeNiSn [2] has attracted considerable interest due to its puzzling
low-temperature properties. Whilst investigations, e.g., by means of NMR [3], specific heat
[4] or tunnelling spectroscopy [5], and also early observations of activated conductivity
in polycrystalline samples [6], give clear evidence of an anisotropic gap in the density of
states (DOS) of the order of 5 K, good single crystals show metallic conductivity [7] at low
temperatures. Most of these contradictory experimental results can be explained in terms
of an anisotropic V-shaped pseudogap in the electronic DOS [8]. In this model, a small
residual DOS leads to a residual Sommerfeld-coefficientC/T ≈ 40 mJ mol−1 K−2 below
1 K [9], and thus allows for metallic-like electronic transport properties [10]. However, an
alternative description [11] claims that the observed gaplike features are due to peculiarities
in the spinon spectrum of CeNiSn. In this model, the electronic DOS is not gapped at all.

A large number of doping studies has already been carried out on CeNiSn. Upon doping
with Cu on the Ni site, the evolution of long-range magnetic ordering at temperatures below
4 K is observed at Cu concentrations of 10% and higher [12], whilst large concentrations of
Co (>35%) are found to induce a valence transition occurring below 75 K [13]. There is
also evidence for a magnetic phase transition below 6 K [14] in strongly off-stoichiometric
samples such as CeNi0.95Sn1.05.

Doping studies on the Ce site with trivalent and tetravalent ions should allow the
investigation of the cerium valency in further detail. Upon doping with trivalent La on
the Ce site, the low-T properties are found to be rather strongly affected insofar as a total
suppression of the gap is observed at around 10% doping level [15]. In contrast, the high-
temperature properties stay almost unchanged as obvious from NMR studies [16] and LIII

absorption studies [17], which show a Ce valency of 3.12 at 300 K even at 50% La doping.
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On the other hand, doping with U on the Ce site [18, 19] induces a remarkable change
of the low-temperature properties especially concerning the thermoelectric power (TEP). In
this case, the typical upturn observed in the TEP of undoped material [10] below 7 K is
fully suppressed at U concentrations as low as 1.6%. At higher U concentrations, the TEP
changes sign and adopts large negative values at low temperatures. Finally, a magnetic
transition is observed for Ce0.8U0.2NiSn at approximately 5 K [20]. However, since the
valence state of U can vary from 3+ to 5+, it is not clear which valence the U adopts in
this case. To the best of our knowledge, no doping studies with a stable tetravalent dopant
have been reported so far. Therefore, to study the Ce ground state in more detail, we have
investigated the effects of doping with stable tetravalent Zr on the Ce site, and compared
the results with those obtained upon doping with trivalent La.

2. Experiment

Several samples with nominal stoichiometry Ce1−xZrxNiSn1.01 (x = 0 . . .0.12) were
synthesized by repeated argon arc-melting of the pure metallic elements, which were of
99.9% purity at least. In addition, one La-doped sample (Ce0.95La0.05NiSn1.01) was produced
for comparison. All samples were subsequently annealed in high vacuum at 800◦C for five
days and afterwards characterized by means of x-ray diffraction. Samples withx < 0.08
were found to be single phase within the resolution of our diffractometer, whilst reflections
due to impurity phases became obvious at higher Zr concentrations. The unit-cell volume
was found to be only slightly decreased upon Zr doping (1V/V = −3.4% atx = 0.06),
and no further change was observed at doping levelsx > 0.08. Thus, the solubility limit
seems to be close tox = 0.08. A standard four-probe method was used to measure the
electrical resistivities of all samples in the temperature range 1.5 or 4 K up to 300 K.
Magnetic susceptibilities were measured using a SQUID magnetometer at temperatures
between 2 and 350 K. Thermoelectric power measurements in the same temperature range
were carried out on selected samples using a steady-state method. Finally, the specific heat
of the sample withx = 0.06 was measured at temperatures below 30 K.

3. Results

The temperature dependence of the TEP for selected samples is depicted in figure 1 in
comparison with low-temperature data [10] obtained on a high-quality single crystal (sc).
Obviously, the effect of doping with Zr on the low-T TEP is much larger than that of doping
with La. In the latter case, the strong increase seen in both the sc and the undoped polycrystal
(pc) below approximately 7 K seems broadened and shifted to slightly higher temperatures,
but the essential feature remains unchanged. In contrast, a very strong suppression of the
low-T TEP is visible already for samples with small Zr concentration (x = 0.03). Instead
of an increase below 7 K, the temperature dependence of the TEP shows a well pronounced
downward kink. In samples with higher Zr concentrations the TEP is further suppressed,
and the kink becomes visible already at slightly higher temperatures.

This strong effect on the low-T properties is also reflected in the temperature dependence
of the electrical resistivity, cf. figure 2. At small doping levels, a low-T increase as common
to pc samples is obvious. Starting at a critical concentration ofx = 0.04, the resistivity
curves show downward kinks which stop the low-T increase. However, the sizes and
the exact temperatures of this anomaly do not scale withx. Moreover, a strong sample
dependence is found as the temperature of the anomaly was found to vary between different
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Figure 1. Temperature dependence of the TEP of Ce1−xZrxNiSn1.01 at 2 K < T <

30 K, compared with TEP of single-crystalline material (lines, data from [10]) and
Ce0.95La0.05NiSn1.01.

Figure 2. Temperature dependences of the electrical resistivities of Ce1−xZrxNiSn1.01,
normalized to their room-temperature values, at 2 K< T < 300 K.

samples with the samex by approximately 1 K. In addition, strong differences between
as-cast and annealed samples are observed.

Measurements of the magnetic susceptibility (figure 3) clearly reveal anomalies pointing
to antiferromagnetic ordering at approximately 5 K for all samples withx > 0.03, whilst
both for samples with lower Zr concentration and for the La-doped sample no indications
for magnetic ordering are visible.



2024 B Buschinger et al

Figure 3. Temperature dependences of the magnetic susceptibilities of Ce1−xZrxNiSn1.01 and
of Ce0.95La0.05NiSn1.01 at low temperatures.

Figure 4. Low-temperature TEP (filled squares), susceptibilityχ (open squares, both left scale),
and resistivity (joined open squares, right scale) of Ce0.95Zr0.05NiSn1.01 at 2.5 K < T < 20 K.

Obviously, indications for magnetic ordering are only found for those samples which
also exhibit a suppression of the TEP and, except forx = 0.03, of the resistivity at low
temperatures. A crossover from semiconducting to metallic conductivity thus appears as a
precursor to magnetic ordering.

A more detailed view of the low-T results for a sample withx = 0.05 is given in
figure 4. Clearly, both the temperature dependences of the TEP and of the resistivity show
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strong anomalies at approximately 8 K insofar as the resistance drops by approximately 11%,
and the TEP shows a pronounced downward kink. These anomalies are not reflected in the
magnetic susceptibility and thus have to be ascribed to an increase in carrier concentration.
At approximately 5 K, the magnetic susceptibility shows a clear downward kink as expected
for antiferromagnetic ordering. This anomaly is also clearly reflected as an abrupt change
in the temperature dependence of the electrical resistivity. In addition, the slope of the TEP
seems to change slightly. Finally, a further small anomaly is evident in the temperature
dependences of both the resistivity and the magnetic susceptibility at approximately 6.5 K.

Figure 5. Specific heat of Ce0.94Zr0.06NiSn1.01, plotted asC/T , at 1.2 K < T < 12 K in
applied magnetic field of 0 T and 8 T (squares, left scale), and magnetic susceptibility (line,
right scale).

Measurements of the specific heat (figure 5) on Ce0.94Zr0.06NiSn1.01 clearly reveal a
phase transition at 5 K which presumably corresponds to the antiferromagnetic ordering
seen in the magnetic susceptibility. The absolute sizes of the anomalies both in the specific
heat and in the susceptibility are far too large to be explained with impurity contributions
and thus show that magnetic ordering is a bulk phenomenon in Zr-doped CeNiSn. At lower
temperatures, a second anomaly is obvious. This anomaly is not resolved in the other
measurements due to the limited temperature range, but magnetically ordered compounds
crystallizing in the TiNiSi structure, e.g. CePtAl [21], are well known to exhibit complex
magnetic phase diagrams with several phase transitions at low temperatures. Thus, this
low-T phase transition is most likely also of magnetic origin. With an applied field of 8 T,
the first anomaly is shifted to lower temperatures as expected for antiferromagnetic order.

4. Discussion

From resistivity and TEP measurements, it is obvious that even Zr concentrations as low
as 3% strongly increase the metallic character of the otherwise gapped ground state of
pure CeNiSn. Both the resistivity and the TEP show a strong suppression compared to
undoped material which sets in rather abruptly below 8 K. These sudden drops suggest
that a semiconductor-to-metal transition occurs below 8 K. However, there is no systematic
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dependence on the doping level, both concerning the exact temperature of the anomaly and
the size of the drop.

Strong indications for antiferromagnetic ordering are found at temperatures of
approximately 5 K for Zr concentrations between 3 and 8%. Again, the ordering
temperatures are found to only slightly increase with increasing doping level. Moreover,
some sample and annealing dependence of the exact ordering temperatures has been
observed.

These investigations suggest that, starting from a critical Zr concentration of
approximately 3%, the metallic low-temperature character of CeNiSn is strengthened in
a manner similar to a semiconductor-to-metal transition which then allows for magnetic
ordering below 5 K.

The overall effect of Zr doping shows some similarity to the effects of Cu doping on
the Ni site. Doping with Cu increases the number of electrons and, thus, strengthens the
metallic character. In this case, indications for antiferromagnetism are found starting from
6% Cu doping [16], and bulk antiferromagnetic ordering with a critical temperature of
approximately 3.5 K [12] is found at 20% doping level.

However, there are some puzzling differences involved in doping with Zr: first, magnetic
ordering is observed at even very small doping concentrations, and second, there is no clear
dependence of the ordering temperature on the doping concentration.

A theoretical treatment of the hybridization in anisotropic semiconductors [22] shows
the extreme sensitivity of the resulting DOS to impurity scattering. It is likely that doping
with Zr strongly affects the hybridization process and thus alters the DOS much more
effectively than doping with Cu does. Thus, a very small critical concentration of only 3%
might be reasonable. Further increasing the Zr concentration then reduces the number of
magnetic moments which might compensate the effects of a further increase of the carrier
concentration.

The fact that doping with tetravalent Zr is much more efficient in changing the low-T

properties than doping with trivalent La points to a cerium valency close to 3+ in CeNiSn
even at low temperatures. A cerium valency close to 3+ is also likely to explain the nearness
to magnetism of CeNiSn observed not only in many doped samples but also in undoped
CeNiSn [23].

5. Summary

By means of resistivity, TEP, susceptibility and specific heat measurements, a low-
temperature antiferromagnetic ordering at approximately 5 K has been found for Zr-doped
CeNiSn even at Zr concentrations as low as 3%. As a precursor to magnetic ordering,
a sudden change from semiconducting to metallic transport is found at temperatures of
approximately 8 K. Doping with tetravalent Zr is found to much more efficiently change the
low-temperature properties than doping with trivalent La. Both this result and the nearness
to magnetic ordering might indicate that the Ce valence stays close to 3+ in CeNiSn.
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