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ABSTRACT: Nine compounds from the series A;M;UQ; (A = K or
Rb or Cs; M = Pd or Pt; Q = S or Se) were synthesized by reacting U,
M, and Q in ACl or A,Q, fluxes. These compounds crystallize with
eight formula units in the NaBa,Cu;Og structure type, in space group
Fmmm of the orthorhombic system. The structure contains hexagons
formed from six edge-sharing square-planar coordinated M atoms,
which in turn edge-share with trigonal-prismatically coordinated U
atoms, forming layers along (010). These layers are separated by A
atoms. Electrical resistivity measurements along the [100] direction of
Rb,Pd;US4 show typical semiconductor behavior. Magnetic suscepti-
bility measurements on Rb,Pd;US¢ display marked magnetic

b

anisotropy and unusually low magnetic moments owing to crystalline t ‘

electric field effects.

B INTRODUCTION

In compounds containing an actinide and a transition metal,
magnetic properties are complicated by interactions between
f-orbital electrons of the actinide and valence orbitals of the
transition metal. These atoms are in close proximity in
intermetallic compounds, generally resulting in orbital overlap.
Incorporating an anion such as a chalcogenide results in the
formation of structures where the magnetic atoms are further
apart. An added benefit is that oxidation states can be more
easily assigned to the atoms, as the atoms adopt characteristic
coordination environments that are not seen in intermetallic
compounds.

Many ternary transition-metal uranium chalcogenides have
been reported in the literature, but there are relatively few such
quaternary compounds. We have recently reviewed some of these
compounds' and have since reported the compounds
Tl,Cu,USes,” TLAg,USe,,> and BagHg;U;S,s> In these quater-
nary compounds the transition metal is coordinated tetrahedrally
by chalcogen atoms with the following exceptions: BagHg;U,S ¢
(linear); CsMUTeg (M = Ti, Zr)* and Ba,Cr,US,’ (octahedral);
CsgHfUTes° (trigonal prismatic); and KgCuy,U,S;s” (trigonal
planar).

Pd and Pt preferentially adopt square-planar coordination
environments; thus, reaction of these metals with actinides
such as U can result in compounds with structures that differ
from those above. Whereas there are no examples of ternary
compounds containing Pt, U, and Q (Q =S, Se, or Te) in the
literature, several Pd-containing ternary compounds have been
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reported. Pd;U oS, displays complex magnetism that has been
modeled with mixed-valent U and Pd and a strong temperature-
independent magnetic susceptibility contribution.*” PdUSe,
crystallizes in a modified perovskite structure. The only
magnetic contribution is from U*, and the compound orders
antiferromagnetically, once again with a strong temperature-
independent magnetic susceptibility contribution.'® Both of
these compounds contain square-planar coordinated Pd.
Pd,US, also contains square-planar coordinated Pd, and U
may be assigned the tetravalent oxidation state from charge-
balance arguments.® The Pd atom in PdU,S$, is coordinated in a
sawhorse manner. No magnetic susceptibility measurements
were reported for Pd,US, or PdU,S,.

To explore further this diversity in physical properties and
chemistry, we have examined quaternary systems containing an
alkali metal, a platinum metal, uranium, and a chalcogen. We
previously reported the new layered compound Cs,Pd;USeg,""
and here we present the syntheses and characterization of it
and some other members of the isostructural series A,M;UQy
(A=KorRborCs; M=Pdor Pt; Q=S or Se).

B EXPERIMENTAL METHODS

Syntheses. U filings (Oak Ridge National Laboratory) were
powdered by hydridization and subsequent decomposition under heat
and vacuum,'? in a modification of a previous literature method."> A,Q
and A,Q; fluxes were synthesized by the stoichiometric reactions of
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Table 1. Crystallographic Details”

fw (g mol™) a (A) b (A) c (A)

Cs,Pt;USeq 1562.88 10.0904(S) 15.3859(7) 17.5882(8)
Cs,Pt;US; * 1281.48 9.7924(8) 14.8937(8) 17.016(2)

Cs,Pd;USeq 1296.81 10.1034(S) 15.5046(8) 17.5503(8)
Cs,Pd,US¢ ¢ 101541 9.7874(4) 15.0077(4) 16.9773(7)
Rb,Pt;USe, 1468.00 10.0467(1) 14.7961(1) 17.4663(2)
Rb,Pt,US, 1186.60 9.755(1) 14.229(1) 16.897(2)

Rb,Pd;USe, 1201.93 10.0525(3) 14.8432(5) 17.4127(5)
Rb,Pd;US, 920.53 9.7462(2) 14.3306(2) 16.8572(3)
K,Pd,US ¢ 827.79 9.7265(5) 13.8721(6) 16.7541(8)

VA)  pgem™ p(mm™)  RE” RN
2730.6(2) 7.603 63.670 0.0198 0.0391 0.0123
2481.8(3) 6.859 53.463 0.0259 0.0664 0.0226
2749.2(2) 6.266 36.665 0.0194 0.0545 0.0241
2493.7(2) 5.409 23910 0.0247 0.0629 0.0293
2594.64(4) 7.516 68.930 0.0194 0.0386 0.0137
2345.5(4) 6.721 58.698 0.0155 0.0434 0.0107
2598.2(1) 6.145 40.718 0.0214 0.0656 0.0224
2354.43(7) 5.194 27.445 0.0236 0.059 0.0234
2260.4(2) 4.865 20.765 0.0501 0.1327 0.100

“For all structures, T = 100(2) K; A = 0.71073 A; Z = 8; space group D3 — Fmmm. "R(F) = YIIF,| — IFJl/YIF,| for F,2 > 26(F,2). “R,(F,2) =
{Iw(E?2 — E2)Y/ Y wF, 2 For F,2 < 0, w™' = 6*(F,%); for F,2 > 0, w™! = 6*(F,2) + (gF,?)%. “Refined as twilled structures.

the appropriate following elements in liquid ammonia at 194 K:'* Cs
(Aldrich, 99.5%), Rb (Strem, 99%), K (Cerac, 98%), S (Mallinckrodt,
99.6%), and Se (Cerac, 99.999%). All other reagents were used as
obtained: Pd (Johnson Matthey, 99.94%), Pt wire (Omega Engineer-
ing, 0.01 in. diameter, 99.95%), KCl (Aldrich, 99%+), and CsCl
(Aldrich, 99.9%).

All reactants were loaded into 6 mm outer-diameter carbon-coated
fused-silica tubes in an argon-filled glovebox, moved to a high-vacaum
line, then flame-sealed under 10~ Torr vacuum. They were then
placed in a computer-controlled furnace and heated according to the
heating profiles detailed below. All compounds are black and air stable.
They were cleaned with water. The crystals grow as hexagonal thin
plates and thicker prisms. The plates are sturdy and cleave evenly
along the three hexagonal edges. The prisms break evenly normal to
the hexagonal faces, but cutting across the hexagonal faces of a crystal
causes it to fray into plates, which are ductile and may be peeled off.
These prisms are polysynthetically twilled, that is, comprise three
“twin” domains. EDS analysis on single crystals using a Hitachi S-3400
SEM indicated the presence of only the four elements appropriate
for each compound. In all reactions, the primary side product was
SUQ,. 1516

Cs,Pd;USes. Small black plates of Cs,UPd;Ses were initially
synthesized as previously reported, using CsCl as a flux.'* A mixture of
Cs,Se; (0.126 mmol), U (0.126 mmol), Pd (0.378 mmol), and excess
Se (0.756 mmol) was heated to 1273 K in 96 h, left for 6 h, cooled to
1223 K in 12 h, left for 24 h, cooled to 873 K in 96 h, then to
523 K in 96 h, and finally to 298 K in 24 h. Small hexagonal prisms in
approximately S0 wt % yield by U resulted, along with large amounts
of black-turquoise hexagons, identified as Cs,Pd;Se,."”

Cs,Pd;US. A mixture of Cs,S; (0.252 mmol), U (0.126 mmol), Pd
(0.378 mmol), and S (1.512 mmol) was heated to 1273 K in 120 h,
left for 6 h, cooled to 1223 K in 12 h, left for 24 h, and then cooled to
298 K in 280 h, yielding hexagonal prisms in about 40 wt % yield.

Cs,Pt;USeg. A mixture of Cs,Se; (0.126 mmol), U (0.126 mmol),
Pt (0.378 mmol), and Se (0.630 mmol) was heated to 1273 K in 96 h,
held there for 6 h, cooled to 1223 K in 12 h, held there for 24 h, and
then cooled to 298 K in 288 h, yielding hexagonal plates in 20 wt %
yield. Side products included clusters of black hexagonal PtSe,
crystals.'®

Cs,Pt;US. A mixture of Cs,S; (0.126 mmol), U (0.126 mmol), Pt
(0.126 mmol), and S (0.504 mmol) was heated according to the
profile used for Cs,Pt;USey, yielding triangular and hexagonal plates in
20 wt % vyield, along with large clusters of black hexagonal PtS,
crystals.'®

Rb,Pd;USe;. A mixture of Rb,Se; (0.252 mmol), U (0.126 mmol),
Pd (0.378 mmol), and Se (1.512 mmol) was heated to 1173 K in 96 h,
left for 192 h, cooled to 873 K in 96 h, and then to 298 K in 96 h, to
afford intergrown hexagonal plates and prisms in about 50 wt % yield.
Crystals were washed with a mixture of water and DMF. Some prisms
were fragile and especially prone to splitting into thinner
plates. A sturdy hexagonal prism was selected for X-ray diffraction
experiments.
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Rb,Pd;US,. A mixture of Rb,S; (0.252 mmol), U (0.126 mmol),
Pd (0.378 mmol), and S (1.512 mmol) was heated according to the
profile used for Cs,Pd;US to afford several large black hexagonal
prisms and plates and many smaller truncated hexagonal pyramids in
60 wt % yield. A small crystal was selected for X-ray diffraction
experiments, whereas larger crystals were selected for single-crystal
anisotropic magnetic susceptibility measurements.

Rb,Pt;USeg. A mixture of Rb,Se; (0.126 mmol), U (0.126 mmol),
Pt (0.126 mmol), and Se (0.504 mmol) was heated to 1223 K in 96 h,
held there for 192 h, cooled to 773 K in 96 h, and then cooled to
298 K in 24 h, yielding hexagonal prisms in 20 wt % yield. A few
tapered black needles of Rb,Pt,UgSe,,'* were found in the same tube,
along with large amounts of PtSe,, also growing in a large rod-like
cluster.

Rb,Pt;US¢. A mixture of Rb,S; (0.126 mmol), U (0.126 mmol), Pt
(0.126 mmol), and S (0.504 mmol) was heated according to the
profile used for Rb,Pt;USe, yielding hexagonal prisms in 20 wt %
yield, along with large amounts of black hexagonal prisms of PtS, in
the same clusters.

K,Pd;US,. A mixture of K,S (0.126 mmol), U (0.126 mmol),
Pd (0.189 mmol), S (0.504 mmol), and KCl (1.386 mmol) was
heated according to the profile used for Rb,Pt;USes to afford
hexagonal prisms in 40 wt % yield and tiny black hexagonal K,Pd,S,
crystals."”

Structure Determinations. Data for Rb,Pd;US,, Rb,Pt;US,, and
Rb,Pd;USes were collected on a Bruker APEXII KAPPA diffrac-
tometer. Data collection strategies composed of @ and ¢ scans were
devised using COSMO in APEX2.° For Rb,Pt;USe,, data were
collected on a Bruker APEXII platform diffractometer. A strategy was
devised using COSMO in APEX2. For all other compounds, full
spheres of data were collected on a Bruker APEXII platform
diffractometer. The data consisted of @ scans at ¢p = 0°, 90°, 180°,
and 270°. Each scan consisted of 606 frames. For all collections, frames
were 0.3° in width, and the initial 50 frames were recollected at the
end to check for crystal degradation—none was noted. All collections
were taken with a detector distance of 60 mm. Counting times were 10
s/frame for Cs,Pt;USes, Cs,Pd;USes, Cs,Pd;US,, Rb,Pt;USq,
Rb,Pd;US,, and K,Pd;US¢ and 20 s/frame for Cs,Pt;US¢, Rb,Pt;USe,
and Rb,Pd;USe,. Cell refinement and data reduction for single crystals
were carried out with SAINT in APEX2.”® Numerical face-indexed
absorption corrections were applied using SADABS.*' Structure
determinations were carried out by direct methods with XS and
refinements with XL of the SHELX*® package. Displacement
parameters were refined anisotropically. Secondary corrections for
extinction were applied for all structures except Cs,Pd;US4 and
Cs,Pt;USs. The atom positions were standardized using STRUC-
TURE TIDY?>® in PLATON.>* Twilled crystals were treated identically
except that data reductions were carried out with additional domains
in SAINT and absorption corrections were carried out numerically
with TWINABS.>® Crystallographic details are given in Table 1, and
selected metrical details in Table 2. Additional information is in the
Supporting Information.
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Table 2. Selected Interatomic Distances (A) for A,M,;UQ,"

Ul-Ql-4 Ul-Q22 MI-Ql2 MI1-Q22 M2-Ql-4 Al-Ql-4  Al-Q24  A2-Q22 A2-Ql4  A2-Ql+4
Cs,Pt;USeq 2.8354(5) 2.8806(7) 2.4582(5) 2.4759(5) 2.4545(5) 3.4557(5) 3.4504(5) 3.7190(7) 3.7607(6) 4.0529(7)
Cs,Pt;USq 2.727(1) 2.765(2) 2.346(2) 2.361(2) 2.346(2) 3.365(2) 3.368(2) 3.657(2) 3.699(2) 3.869(2)
Cs,Pd;USes,  2.8353(5)  2.8704(2)  24557(6)  24736(6)  2.4516(5)  3.4653(5)  3.4682(5)  3.7847(7)  3.8301(5)  3.9511(7)
Cs,Pd;US¢ 2.717(1) 2.751(2) 2.346(1) 3.362(1) 2.342(1) 3.377(1) 3.379(1) 3.716(2) 3.758(1) 3.802(1)
Rb,Pt;USe, 2.8363(3) 2.8763(5) 2.4614(3) 2.4626(3) 24532(3) 3.3429(3) 3.3381(3) 3.6106(5) 3.6738(4) 3.9914(7)
Rb,Pt,US, 2.727(1) 2.759(1) 2.349(1) 2.358(1) 2.344(1) 3.243(1) 3.2477(9) 3.563(1) 3.623(1) 3.739(1)
Rb,Pd;USe;,  2.8331(5)  2.8659(7)  24684(5)  24560(5)  2.4477(4)  3.3421(4)  3.3462(4)  3.6750(7)  3.7506(5)  3.8244(8)
Rb,Pd,US 2.7178(6)  2.7483(8)  2.3473(6)  2.3571(6)  2.3408(6)  3.2506(6)  3.2573(5)  3.6198(8)  3.6455(7)  3.6864(6)
K,Pd,US, 2.715(2) 2.741(2) 2.354(2) 2.353(2) 2.344(2) 3.161(2) 3.176(1) 3.529(2) 3.526(3) 3.658(2)

“Atoms have Wyckoff positions and site symmetries as follows: U1 (i — mm2); M1 (n — .m.); M2 (g — 2mm); Al (f — 222); A2 (h — m2m); Q1

(p — 1); and Q2 (m — m).

Magnetic Measurements. Two crystals of Rb,Pd;US; were
selected for magnetic measurements. The crystals were washed in
DMF and water, and then large surface impurities were mechanically
removed under oil. The crystals were rinsed with hexanes, briefly
soaked in concentrated HNO; to remove smaller impurities, and
rinsed with water and then with acetone. The faces were indexed by
breaking off a small piece of the crystal and determining the unit cell
by X-ray diffraction methods. The crystals, of mass 0.78 mg and 35.4 mg,
were in the shape of truncated hexagonal bipyramids. The edges and
vertices of the smaller crystal were sharp, typical of an untwilled crystal,
whereas the larger crystal had rounded edges and vertices, typical of a
twilled crystal.

Magnetic susceptibility measurements were taken by gluing the
crystals to a rotating platform. Zero-field-cooled (ZFC) and field-cooled
(FC) measurements were identical for each measurement, ruling out
ferromagnetic interactions. The core diamagnetism was subtracted using
Pascal’s law, and the diamagnetic contribution of the sample holder was
subtracted by running an identical measurement with an empty sample
holder. The susceptibility was measured from 1.8 to 299.9 K in various
external fields along each crystallographic axis. Susceptibility vs external
field measurements were conducted along all three axes at S K. The
behavior of the two crystals was identical along the b axis. The observed
differences in the magnetic behavior along the a and ¢ axes were more
pronounced in the smaller crystal than in the larger crystal, consistent with
the twilling of the larger crystal.

Susceptibility data of the smaller crystal taken at external fields of 30
kOe were fit to the modified Curie—Weiss law, y = C/(T — ) + y,,
where C is the Curie constant, related to the magnetic moment i ¢ =
(8C)"%, @ is the Weiss constant, which accounts for magnetic
correlations and low-lying crystal-field states, and y, is the
temperature-independent paramagnetism, which accounts for
itinerancy, or Pauli paramagnetism, and the influence of low-lying
crystal-field states, or Van Vleck paramagnetism. Measurements at
lower fields yielded unreasonable fits to the modified Curie—Weiss
law, owing to large background contributions to the susceptibility
from the relatively small crystal. The parameters obtained from
these fits are listed in Table 3.

Table 3. Magnetic Behavior of Rb,Pd;US,

b axis a axis ¢ axis
(interlayer) (in-layer) (in-layer)
Heir (1p) 3.14 1.8 1.2
0 (K) 14 -210 —190
%o (emu mol™ Oe™") —14x 1073 2.7 x 1073 1.6 X 1073

Electrical Resistivity Measurements. The electrical resistivity of
the crystal used in the magnetic measurements was measured with
standard four-probe techniques. Four Au wires were attached with carbon
paint along the a axis. A Keithley 6221 current source and a Keithley 2182
nanovoltmeter were used to measure the resistivity. A total of 50 nA of
alternating current was applied using the current source, and the voltage
drop was measured using the nanovoltmeter.
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B DISCUSSION

Syntheses. Nine members of the isostructural series
AM,;UQq (A =K or Rb or Cs; M = Pd or Pt; Q = S or Se)
were synthesized at high temperatures using either ACI or A,Q;
fluxes. The yields on these reactions were generally good for
solid-state reactions, at least 20 wt % by weight U and more
often closer to 50 wt %. The ease in which these compounds
form and the high temperatures at which they are formed
suggest that they are thermodynamically stable. The primary
side products are the stable ﬂ-UQz.ls’lé The clusters of PtQ,
crystals in the Pt-containing reactions were approximately the
same size and shape as the Pt wire starting material. PtS, was
previously synthesized at temperatures as low as 1098 K and
PtSe, at 873 K.'® Likely, in the present reactions, the PtQ,
compounds formed during the initial heating step, and at the
maximum reaction temperatures they slowly reacted to form
the more stable quaternary products.

We have also synthesized another set of com;)ounds containing
the same elements, with formula A,M,U4Q,,." The syntheses of
these compounds occurred at lower reaction temperatures and
required AyQ; or ACI fluxes in order to form. This behavior is
characteristic of kinetically stable compounds.*® In instances where
both compounds could be synthesized with a given flux, the
A;M;UQq compound required higher temperatures to form. In
instances where both could be synthesized at the same
temperature, A;M;UQy and A,M,UcQ,; required A,Q; and
AC], respectively.

There are two exceptions: Rb,Pt;USes and Rb,Pt,UgSe,,
were found in the same reaction vessel. These formed at a
slightly cooler temperature of 1223 K. The yields of the former
are higher, as would be expected for reaction conditions closer
to those that yield A;M;UQg in the other compounds. The
other exception is K,Pd;US,, which required both fluxes to
form. Attempts to synthesize K,Pd,US,;, failed.

Structure. The compounds A,M;UQj crystallize in the Na-
Ba,Cu;O4 structure type,”” in which CaBa,Pd;Oq also crystal-
lizes.”® There is no Q—Q bonding, as a typical shortest S-S
distance is 3.149(2) A in Cs,Pt;US, and the shortest Se--Se
distance is 3.330(2) A in Cs,Pt;USes. Charge balance can be
achieved by assigning the formal oxidation states as A, U*, M?**,
and Q*.

The defining characteristic of this structure, taking
Rb,Pd;US¢ as an example, is a hexagonal prism formed by
six edge-sharing square-planar PdS, units. The edges are also
shared with trigonal prismatic US4 units along the three edges
common to two rectangular faces. These units form distinct
layers along (010) (Figure 1). The layers are staggered by
translation of half the unit cell along [100], consistent with
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®Pd

Figure 1. Layer of the structure of Rb,Pd;US, viewed down [010].

the F centering of the lattice. The Rb atoms occupy the space
between the layers (Figure 2). Atom Rbl is in a square
antiprism, whereas atom Rb2 is ten coordinate, with one
hexagonal face and the opposite face square.

Square-planar coordination for Pd** is typical. Whereas
trigonal-prismatic coordination for U*" is less common, it is
found in Ba,Cr,US,.” Interatomic distances in Rb,Pd,;US are
typical of these coordination numbers and oxidation states:
U-S, 2.7178(6) A to 2.7483(8) A vs 2.688(5) A to 2.764(4) A
in Ba,Cr,US,; square-planar Pd1-S, 2.3473(6) A to 2.3571(6) A,
and Pd2—S, 2.3408(6) A vs 2.349 A to 2.365 A in Rb,Pd;S,;*’
eight-coordinate Rb1—S, 3.2506(6) A to 3.2573(5) A vs 3.263 A
in RbCoCuS,;*® and ten-coordinate Rb2—S, 3.6198(8)—
3.6864(6) A vs 3.472(1) A to 3.775(1) A in RbFe,S;>'
Atom Rb2 has a larger coordination number than atom Rbl
and correspondingly larger displacement parameters and
interatomic distances.

The structure of A,M;UQy is unrelated to those of com-
pounds U/M and U/M/Q but is closely related to those of
some of the compounds A,M;Q, (A = K, Rb, Cs; M = Nj, Pd,
Pt; Q =S, Se).'” As an example, the structure of Cs,Pd;Se,
comprises layers of PdSe, units edge-sharing to form a
hexagonal lattice, with the Cs atoms lying slightly above and
below each layer, in the middle of the hexagons (Figures 3 and 4).

Figure 4. Structure of Cs,Pd;Se, viewed down [010]. Cs atoms are
omitted for the sake of clarity.

The present structures are related by insertion of the US4
polyhedra in the layers, separating the hexagons from each other.

Twilling. Compounds Cs,Pt;US, Cs,Pd;US,, and
K,Pd;US, were twilled. Twilling occurred in crystals with
rounded corners. All twilled crystals were found in reactions

Figure 2. Structure of Rb,Pd;US, viewed down [100].
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containing excess A,Q, flux. The twin laws for these
compounds are

-1/2 1/2 0 -1/2 1/2 0
-3/2 -1/2 0 3/2 —-1/2 0
0 0 1 0 0 1

corresponding to 120° and 240° rotations about the ¢ axis. As
the space group of the structure is orthorhombic, the twin laws
are not of the Laue class. However, the symmetry of the
structure is pseudohexagonal, with which the twin laws are
consistent. For instance, in the untwinned structure of
Rb,Pd,US,, the angles in the Rb “hexagon” are 119.94(2)°
and 120.03(2)° X 2, the S—S—S angles in the US; trigonal
prism are 58.18(2)° and 60.92(2)° X 2, and the S—S—S angles
in the Pd,S;, hexagon are 121.68(2)° and 119.16(2)° X 2. The
main divergence from hexagonal symmetry is the displacement
of the Rb2 site in the y direction, which sits on (0, y, 0), in
contrast to the Rbl site which sits on (1/4, 1/4, 1/4). Twilling
essentially exchanges the y coordinates of Rbl and Rb2;
apparently, it occurs because it does not significantly distort the
coordination environments. The reciprocal space lattice is also
pseudohexagonal so the twin laws are holohedral with the
lattice. This behavior has been treated in depth for other
compounds crystallizing in this structure type*” and may be
characterized as “twilling by higher order reticular merohedry.”

Systematic Trends. Unsurprisingly, the unit cell axes and
cell volumes are smaller for the sulfide compounds than for the
corresponding selenide compounds. The cell volumes of Cs
compounds are significantly larger than their Rb analogues, but
the expansions in the a and ¢ axes are much smaller than in the
b axis. Changes in the a and ¢ axes must be accompanied by
distortions in the U and M coordination polyhedra, as the
structure layers contain no A atoms. To minimize such
distortions, the structure accommodates the larger alkali
metal primarily by interlayer expansion along the b axis.

The effects of changing M are smaller and less apparent—in
all cases, Pd analogues have larger cell volumes than do the
corresponding Pt compounds, consistent with the smaller
radius of Pt (crystal radius of 0.74 A vs 0.78 A for Pd).*®
However, the lengths of the axes change inconsistently, with
those of the Pd analogues sometimes being smaller than those
of the Pt analogues. Examination of the M—Q distances shows
Pt—Q distances are equal to Pd—Q_distances to within 0.01 A,
despite the fact that the ionic radius of Pd is 0.04 A greater than
Pt. This is also observed in Cs,M,;Se, (Pd—Se: 2.453(6) A to
2.456(7) A; Pt—Se: 2.455(14) A to 2.457(11) A),"” and in
Na,MS, (Pd—S: 2.35 A to 2.39 A; Pt—S: 2.34 A to 2.38 A).**

Electrical Resistivity. Figure S shows the temperature
dependence of the electrical resistivity of Rb,Pd;US4 along the a
axis. This dependence is typical for a semiconductor. It may be fit to
the Arrhenius formula for thermally activated electrical conductivity,
p(T) o e®/5T), where E, is the activation energy. The slope of the
linear fit of In p vs 1/T corresponds to E, = 0.25 eV.

Magnetism. log y vs log T plots for Rb,Pd;US¢ are
presented in Figure 6, and y~' vs T plots are given in Figure 7.
Examination of the magnetism reveals significant anisotropy
when the measurements along the a and ¢ axes are compared to
those along the b axis. Additionally, the magnetism exhibits
marked divergence from Curie—Weiss behavior, as follows: log
x vs log T plots are linear at high temperatures and (Feature 1)
increase more dramatically between 5 to 10 K as seen in curves
at low external fields; (Feature 2) at low T, y shows reduced
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dependence on T, also seen in Pd;Uy,S,; (Feature 3) the
susceptibility changes as the external field is changed, especially

in the a axis measurements.
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The susceptibility data at 30 kOe above 50 K have been fit to
the modified Curie—Weiss law (Figure 7). The fitting
parameters in Table 3 for the a and ¢ axes are close to one
another, but anisotropy is evident when comparing the b-axis
(interlayer) parameters to the a and ¢ (in-layer) parameters.
These differences are unsurprising given that the layers are well
separated by the A atoms and are pseudohexagonal in
symmetry. U is the only atom containing unpaired electrons,
so magnetic properties are a function of the interatomic U---U
distances. U-+U distances are 7.6857(1) A along the b axis, but
5.6485(5) A along the a axis and 5.6103(2) A also in the layer.
The interlayer Weiss constant (0) is close to zero, which
suggests that the magnetic properties along the b axis are
dominated by largely independent magnetic ions, with minimal
coupling as a consequence. In contrast, the in-layer Weiss
constants of —190 and —210 K are consistent with
antiferromagnetic coupling within the layers. Whereas the
interlayer temperature-independent term (y,) is negative, it is
positive in-layer. A positive y, term indicates either Pauli
paramagnetism from conduction electrons or ferromagnetic
impurities. As Rb,Pd;US, displays semiconductor behavior,
Pauli paramagnetism may be ruled out.

The in-layer effective magnetic moments are 1.8 yg and 1.2 pg,
but the magnetic moment of 3.14 y5 along the b (interlayer) axis
is closer to the calculated free ion moment of 3.6 uy for U*.
Square-planar Pd** has no unpaired electrons and is diamagnetic.
Reduced magnetic moment may be explained by either itinerant 5f
electrons or crystalline electric field (CEF) effects. Given that
Rb,Pd;US is not metallic, we attribute the reduced magnetic
moment to CEF effects. Uranium sits in an isosceles trigonal
prismatic coordination environment with site symmetry mm2. In
this orthorhombic crystal field environment, the *H, multiplet of
free-ion U*" can be split into several CEF levels. When the thermal
energy is smaller than the CEF splitting energy the electrons will
not occupy all of the states, resulting in paired electrons and
reduced effective magnetic moment. This and the increase in
susceptibility beyond normal Curie—Weiss behavior at low
temperatures correspond to a splitting energy of S—10 K (Feature
1). Each CEF level further splits into two sublevels in an external
magnetic field owing to the Zeeman effect. Such splitting is
typically small, equal to p4B, where B is the external magnetic
field. In this compound, the Zeeman effect appears to affect the
magnetism  significantly because of the comparably small CEF
splitting energy, leading to magnetic field dependent susceptibility
at low temperatures (Feature 3). We decline to fit the low-
temperature behavior using the van Vleck formula, as to do this
requires full knowledge of the CEF scheme.

Comparison may be made to Pd;U¢S,, which has an effective
magnetic moment of 2.60—2.71 yz/mol U;” these are significantly
higher than the in-layer values in the present compound but lower
than the free-ion moment. The coordination environment of U in
Pd;U,,S, is cubic; the reduction in p.g which is also attributed to
CEF effects, is less dramatic.

Another feature of note is the reduced y(T) dependence
(Feature 2). The U---U distances are long, making any ordering
unlikely. Instead, the behavior may arise from spin fluctuations,
where the intrinsic moment fluctuation effects outweigh
thermal fluctuations. Spin fluctuations in other uranium
compounds have manifested themselves as an upturn or
broad maximum with saturation behavior in the y(T) plot.*®
A similar feature in Pd;U, S, is attributed to magnetic ordering
and partial U—S orbital hybridization.
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Figure 8 shows the magnetization curves at 5 K for Rb,Pd;US4
along the three crystallographic axes. Both the temperature and
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Figure 8. Magnetization plots of Rb,Pd;US4 The left-hand y axis
corresponds to the in-layer measurements, whereas the right-hand y
axis corresponds to b axis measurements.

field dependence indicate uniaxial magnetism, with an easy b axis.
Such behavior is consistent with the fact that U---U distances along
the b axis are much longer, with correspondingly weaker Sf—5f
electron interactions. CEF effects may also contribute to this
anisotropy. An anisotropy field of 430 T was obtained from the
intersection of a linear extrapolation of the ¢ axis magnetization
plot and an empirical curve fit of the b axis magnetization plot
above 3 T (Figure 9). The anisotropy of the paramagnetic
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Figure 9. Extrapolations of the magnetization curves on a log—log plot.
The intersection of the two curves corresponds to the anisotropy field.

susceptibility was also estimated from the difference in Weiss
temperatures (A#), giving a difference of about 200 K between
the a or ¢ and b axis measurements. The energy scales associated
with the anisotropy field and A@ are 0.025 and 0.017 eV,
respectively.
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