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Magnetic structure and crystal field states of Pr,Pd;Ges:
1SR and neutron scattering investigations
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We present the results of muon spin relaxation («SR), neutron powder diffration (NPD), and inelastic neutron
scattering (INS) investigations on polycrystalline Pr,Pd;Ges. The polycrystalline Pr,Pd;Ges is known to exhibit
two antiferromagnetic transitions near Ty; = 8.3 K and Ty, = 7.5 K which is confirmed by the heat capacity
measurements on the present sample. In the magnetically ordered state the NPD data show clear evidence for
magnetic Bragg peaks, which for T < Ty, could be indexed with a propagation vector k = (1, 0, 0), and withk =
(1,0,0.07) for Ty, < T < Tn;. We have determined the magnetic structure and found a canted antiferromagnetic
structure of ordered Pr’* moments. At 7.6 K we find an amplitude modulated incommensurate antiferromagnetic
arrangement of ordered moments with a maximum ordered moment of 1.64(3) g /Pr lying in the ab plane tilted
at about 26° from the b axis. At 1.8 K the antiferromagnetic structure is found to be commensurate with an
ordered moment of 2.80(6) pg/Pr lying in the ab plane tilted at about 28° from the b axis. Our zero-field uSR
spectra at 1.5 K and at shorter time scale (below 0.5 ps) reveal two oscillatory frequencies further supporting
a long-range-ordered magnetic ground state. We have calculated the muon sites using the density functional
theory calculation and present the results of internal field calculations at the muon stopping sites, which are in
good agreement with the experimental observations. In the paramagnetic state, the INS data show three well
defined CEF excitations near 8.0, 12.3, and 18.1 meV arising from the crystal electric field (CEF) split J/ = 4
ground state of Pr’*. The CEF level scheme is deduced by analyzing the INS data by a model based on the CEF

model.

DOI: 10.1103/PhysRevB.107.104412

I. INTRODUCTION

The rare earth intermetalllic compounds present a va-
riety of magnetic ground states determined by competing
Rudderman-Kittel-Kasuya-Yosida interaction, the Kondo in-
teraction and crystal electric field (CEF) effect. Among the
rare earths, Pr-based compounds with Pr’* (J = 4) present
interesting magnetic ground states because of the action of
the CEF that can split the nine-fold degenerate ground state
multiplet into a combination of singlet, doublet, and/or triplet
states depending on the symmetry of the crystallographic
environment. Usually a Pr compound with a CEF-split sin-
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glet as ground state does not order magnetically [1]. In a
singlet ground state system an induced-moment magnetic
ordering may occur provided the relative strength of the ex-
change interaction J., among the Pr*" ions and the CEF
splitting energy A (between the ground state and the first
excited state) exceeds a certain critical value [2,3]. The well
known examples of Pr-based CEF-split singlet ground state
systems exhibiting the induced-moment spontaneous ordering
are Pr3Tl, Pr3In and PrRu,Si, [4-11]. Recently, we found ev-
idence for induced-moment magnetism in singlet ground state
system PrlrSi; [12], whereas no evidence for induced-moment
magnetic ordering was observed in the singlet ground state
system PrRhSis [13].

An interesting competition between the CEF splitting and
exchange interaction is observed in the induced-moment sin-
glet system that can lead to a spin-glass-type behavior in

©2023 American Physical Society
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a crystallographically well-ordered stoichiometric Pr com-
pound such as in PrAu,Si, [14,15]. For PrAu,Si, there is
no obvious source of geometric frustration or site disorder
which are the usual route to spin-glass behavior. Goremychkin
et al. [15] proposed a novel mechanism based on the dy-
namic fluctuations of the CEF levels to explain the spin-glass
behavior in stoichiometric PrAu,Si,. In this singlet ground
state system the ratio Jex /A meets the requirement of induced
moment magnetic ordering, however, the exchange coupling
is very close to the critical value required to induce the mag-
netic order, therefore the dynamic fluctuations of the crystal
field levels can destabilize the induced moment long-range
magnetic order resulting in a frustrated ground state, i.e.,
spin-glass type behavior. The mechanism based on dynamic
fluctuations of CEF levels is also believed to be the origin
of spin-glass behavior in PrRuSis [16], PrRhSn3 [17] and
Prlr,B, [18].

Excitonic mass enhancement by low-lying crystal field
excitations is another striking behavior that leads to the de-
velopment of the heavy fermion state in a Pr-based singlet
ground state system. In superconducting PrOssSb;, [19,20]
the formation of a heavy-fermion state through this pecu-
liar mechanism, produced by the electronic scattering with
the crystalline electric field levels, is quite distinct from the
usual Kondo route to heavy fermions in Ce/Yb-compounds.
Excitonic mass enhancement by the low-lying crystal field
excitations is also believed to be at the origin of the heavy
fermion behavior in the singlet ground state system PrRh,B,C
[21] and of the moderate heavy fermion behavior in the singlet
ground state system Pr,Rh3Ges [22].

The doublet ground state system Pr,Pd;Ges, which is be-
ing investigated by muon spin relaxation (#SR) and neutron
scattering in the present work, exhibits two antiferromagnetic
transitions near Ty; = 8.3 K and Ty, = 7.5 K in polycrys-
talline form as inferred from the magnetic susceptibility
x(T') and heat capacity C,(T) data [22]. In the ordered state
the isothermal magnetization M (H ) exhibits a field-induced
metamagnetic transition, at H ~ 1.6 T at 2 K. The electrical
resistivity p(H) reveals an anomalously high positive mag-
netoresistance (~900 % at 2 K and 10 T) [22]. Both p(T)
and C,(T') show gapped magnon behavior at T < Ty, with
an energy gap of ~0.25 meV [22]. A complex and highly
anisotropic magnetic behavior is inferred from the magnetic
measurements on single crystal Pr,Pd;Ges [23]. The x(7')
data of single crystal Pr,Pd;Ges exhibit four magnetic transi-
tions at 8.0, 7.3, 6.2, and 4.9 K for H || a and H || b, and two
transitions at 6.9 and 6.3 K for H || ¢ [23]. The H-T phase
diagram presents three magnetic phases for H || a and H || b,
whereas there are two magnetic phases for H || ¢ [23]. The
M (H) isotherms reveal multiple field-induced metamagnetic
transitions and the p(7") data show the signature of super-zone
gap formation and hence possible incommensurate antiferro-
magnetic structure in this compound [23].

Continuing our efforts to explore the novel magnetic
ground state of Pr, T3 Xs (T = Ni, Co, Pd, Pt, Rh, and X
= Si, Ge) compounds [22-27], here we report the results of
1SR, neutron powder diffraction (NPD), and inelastic neutron
scattering (INS) measurements on polycrystalline ProPd;Ges.
The ac susceptibility data reveal two transitions at Ty =
8.25 K and Ty = 7.5 K as previously found for polycrys-

talline Pr,Pd;Ges [22]. The heat capacity measurement also
confirms two transitions associated with antiferromagnetic
transitions at 7y; and Ty,. The long-range antiferromagnetic
ordering is further confirmed by neutron diffraction which
shows clear evidence for magnetic Bragg peaks, indexed by
the propagation vector k = (1, 0, 0) between 1.5 and 7.5 K and
by k = (1, 0, 0.07) at 7.6 K. The magnetic structure is found
to be a canted antiferromagnet with an ordered magnetic
moment of 2.80(6) ug/Pr at 1.8 K (equal moment, com-
mensurate), and an amplitude modulated structure at 7.6 K
(sine wave, incommensurate). The SR data show oscillatory
asymmetry having two frequencies at 1.5 K, and with increas-
ing temperature the higher frequency nearly disappears above
5 K. The INS data provide information about the CEF level
scheme by probing the CEF excitations from Pr* ions.

II. EXPERIMENTAL DETAILS

The polycrystalline sample of Pr,Pd;Ges was prepared by
arc-melting the stoichiometric mixture of high purity elements
(Pr: 99.9%, Pd: 99.99%, and Ge: 99.99%) on a water-cooled
copper hearth under a high purity inert argon atmosphere. The
arc-melted button was flipped and remelted several times to
ensure homogeneity. In order to improve the phase formation,
the arc-melted button was annealed at 1000 °C for a week.
We also prepared La,Rh3Ges using the same method as above
which was used as a phonon reference for Pr,Pd;Ges in our
inelastic neutron scattering study. The phase purity and crys-
tal structure was checked by powder x-ray diffraction which
revealed the samples to be single phase. The ac magnetic sus-
ceptibility and heat capacity were measured using a Quantum
Design Physical Properties Measurement System. The uSR
measurements were carried out using the GPS spectrometer
at the w7M3.2 beamline at the Swiss Muon Source of the
Paul Scherrer Institut. The measurements down to 1.5 K were
carried out on the pressed powdered pellet (diameter 7 mm) of
Pr,Pd;Ges which was then mounted on a Cu holder using GE
varnish. This sample holder assembly was then mounted into
a He-flow cryostat. Positively charged spin polarized muons
(momentum 28 MeV /c) were implanted into the sample and
the positrons from the muon decay were registered in up and
down detectors. The SR spectra were analyzed using the
MUSRFIT software package [28].

The NPD measurements were carried out using the G 4-1
two-axis powder diffractometer equipped with a vertical fo-
cusing pyrolytic graphite monochromator at Laboratoire Léon
Brillouin (LLB), Saclay, France. The Pr,Pd;Ges sample was
powdered and lightly packed in a thin-walled vanadium can
(diameter 6 mm). The sample mount was cooled down to
1.5 K inside a He-4 cryostat using He-exchange gas. NPD data
were collected using A = 2.423 A with a typical counting of
4 h per run at several temperatures below 10 K.

The INS measurements were carried out using the time-
of-flight spectrometer MARI at the ISIS Facility, UK. The
powdered Pr,Pd;Ges (mass 11 g) was mounted by wrapping
the sample in a thin Al-foil which was fixed inside a thin
walled Al can. The sample-mount was cooled down to 5 K us-
ing a top-loading closed-cycle refrigerator with He-exchange
gas. The INS data were collected with neutrons of incident
energies E; = 6, 20, 30, and 40 meV and scattering angle 3°
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FIG. 1. (a) Temperature T dependence of real part x’ of the ac
magnetic susceptibility x,. of Pr,Pd;Ges measured at frequencies
10 Hz, 1 kHz and 10 kHz in an applied ac magnetic field of 1.0 mT.
(b) T dependence of heat capacity C, of Pr,Pd;Ges measured at dif-
ferent H for 0 < H < 9 T. Inset: T dependence of magnetic entropy
Smag-

and 134°. Additional INS measurements were also carried out
using the 4F1, cold neutron three-axis spectrometer at LLB,
France between 3.8 and 78 K using an orange He-4 cryostat.
The INS data were collected using a PG002 analyzer with
final wave vector fixed at kg = 1.550 AL

III. RESULTS AND DISCUSSION
A. ac susceptibility and heat capacity

Figure 1(a) shows the temperature 7' dependence of the real
part x’ of the ac susceptibility y,. of Pr,Pd;Ges for three rep-
resentative frequencies 10 Hz, 1 kHz, and 10 kHz measured
with an ac magnetic field of 1.0 mT. As marked by arrows
in Fig. 1(a), we see two anomalies near Ty; = 8.25 K and
Tno = 7.5 K in x/(T) consistent with the anomalies seen in
dc magnetic susceptibility and heat capacity of polycrystalline
Pr,Pd;Ges [22]. As is expected for an antiferromagnetic or-
dering, no frequency dependence is noticed for either 8.25 or
7.5 K anomalies over the entire range of measured frequency
10 Hz < v < 10 kHz. The imaginary part x”(T) also displays
the corresponding anomalies (data not shown).

Figure 1(b) shows the 7" dependence of the heat capacity
of Pr,Pd;Ges measured in zero field as well as under ap-
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FIG.2. A comparison of neutron diffraction patterns of
Pr,Pd;Ges recorded at 10 K (above Ty;), 7.6 K (between Ty; and
Txz) and 1.8 K (below Ty;). The magnetic Bragg peaks appearing at
1.8 K are marked with arrows.

plied fields, 0 < H <9 T. Two sharp A-type anomalies in
Co(T') measured in H = 0 clearly evidence the two magnetic
transitions at Ty; and Typ. With the application of magnetic
field peak heights reduce and the peak positions shift to lower
temperatures, e.g., at H = 5 T the two anomalies associated
with 7y; and Ty, move to 7.4 and 6.6 K, respectively. At 9 T
the first anomaly is nearly smoothened but a second anomaly
is seen near 4.6 K. The shift of the peak positions to lower
temperatures with applied fields indicates an antiferromag-
netic ground state. As can be seen from the inset of Fig. 1(b),
the magnetic entropy Syag(7') attains a value of about 90% of
R1n 2 at Ty; which indicates a doublet CEF ground state of the
Pr37 ion. However, for an orthorhombic environment the nine-
fold degenerate ground state of Pr’* ion is expected to split
in nine singlets, therefore the inference of a doublet ground
state can be interpreted as a quasidoublet state consisting of
two closely situated singlets. Indeed, the CEF level scheme
deduced from the analysis of inelastic neutron scattering data
(Sec. IIID) reveals two singlets at 0 and 0.3 meV which
behave like a quasidoublet state.

B. Neutron powder diffraction

Figures 2 and 3 show the neutron diffraction data collected
on the powdered Pr,Pd;Ges sample, displaying the patterns
for three representative temperatures 10 K (T > Ty;), 7.6 K
(Ina < T < Tny) and 1.8 K (T < Typ). The comparison of
NPD patterns shown in Fig. 2 clearly displays the appearance
of additional reflections of magnetic origin at 7.6 and 1.8 K.
The magnetic Bragg peaks appearing at 1.8 K are marked with
arrows in Fig. 2.

The NPD data at 10 K could be successfully refined with
the U,Co3Sis-type orthorhombic (space group Ibam) struc-
tural model. The FULLPROF [29] structural refinement profile
is shown in Fig. 3(a) and crystallographic parameters are
listed in Table I. On the other hand, the NPD patterns at
7.6 and 1.8 K were analyzed using the crystal structure and
magnetic structure refinements. First we discuss the steps in-
volved in refinement of 1.8 K data. The magnetic propagation
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TABLE I. Refined crystallographic parameters obtained from the structural Rietveld refinement of neutron powder diffraction data of

Prde3Ge5 at 10 K.

Structure U,Co3Sis-type orthorhombic
Space group Ibam (No. 72)
Lattice parameters

a(A) 10.1638(5)

b(A) 12.0517(5)

c(A) 6.1522(3)

Veen (A%) 753.58(6)
Atomic coordinates
Atom Wyckoff X y Z

position

Pr 8j 0.266(2) 0.122(3) 0
Pd1 4a 0 0 1/4
Pd2 8j 0.1047(7) 0.361(2) 0
Gel 4b 1/2 0 1/4
Ge2 8g 0 0.2256(7) 1/4
Ge3 8j 0.3450(6) 0.392(1) 0

vector k was determined using the program k-search of the
FULLPROF suite providing a direct estimation of a commensu-
rate propagation vector k = (1, 0, 0). This propagation vector
has also been found to index the magnetic Bragg peaks in
antiferromagnetic Ce,Ni3Ges [30,31]. The symmetry analysis
for the propagation vector k = (1, 0, 0) and space group
Ibam using the program BASIREPS [32,33] suite yielded eight
nonzero irreducible representations (IRs) for the magnetic
Pr(8,) site: one-dimensional representations I'}, '}, '3, '},
I, I}, T4, and T} in the little group. The magnetic repre-
sentation consisting of eight IRs is Iyaepr = 1T} +2T) +
IT}+2T, 4203 +1T¢ + 2T + 1Ty,

Out of these eight IRs, the best refinement of the magnetic
diffraction pattern at 1.8 K, is obtained for IR T’ }‘ (with mag-
netic R factor of 7.51%) which has two basis functions. The
structural and magnetic refinement profile of the NPD pattern
at 1.8 Kis shown in Fig. 3(c). The magnetic structure obtained
from the refinement is shown in Fig. 4(a). The magnetic
structure at 1.8 K is found to be a canted antiferromagnet
with ordered moments lying in the ab plane tilted about 28°
from the b axis. In the a direction the moments are coupled
as + — +— and in the b direction as + — —4-. The ordered
moment is found to be m = 2.80(6) ug /Pr with a component
my = 1.31(5) pg/Prand b component m;, = 2.47(4) ug/Pr. A
canted antiferromagnetic structure has also been inferred in
the case of Ce,Ni3Ges through the neutron diffraction mea-
surement on a single crystal sample [31].

At 7.6 K the magnetic Bragg peaks could not be indexed
with the propagation vector k = (1, 0, 0), instead we find an
incommensurate propagation vector k = (1, 0, 0.070(1)) to be
the best solution. The symmetry analysis for k = (1, 0, 0.07)
yielded four nonzero IRs for the magnetic Pr(8j) site: one-
dimensional representations I'{, I'}, T'j, and T in the little
group, such that the magnetic representation I' g pr = 3 I‘l1 +
3T} 4+3T1+ 3T The IR T'] which has three basis func-
tions provides the best refinement of the magnetic diffraction
pattern at 7.6 K. The structural and magnetic refinement
profile for the NPD pattern at 7.6 K is shown in Fig. 3(b),
and the magnetic refinement of the temperature difference

data set (7.6 —10 K) which contains only the magnetic
diffraction intensity is shown in Fig. 3(d). The magnetic struc-
ture obtained from the refinement is shown in Fig. 4(b). The
magnetic structure is found to be an amplitude modulated
incommensurate antiferromagnetic structure with the ordered
moments lying in the ab plane tilted about 26° from the b
axis. The magnetic coupling at 7.6 K is same as at 1.8 K.
The maximum amplitude of the sine wave modulated ordered
moment is found to be m = 1.64(3) ug/Pr. The finding of
an incommensurate antiferromagnetic structure below 7Ty is
consistent with the indication of super-zone gap formation in
the resistivity measurement on single crystal Pr,Pd;Ges [23].

The T dependence of the ordered moment m which was
obtained from the refinement of NPD patterns at different
temperatures is shown in Fig. 5. We see that the 7' depen-
dence of m is reasonably well described by the power law
behavior m = mg(1 — T/Ty)P. The fitover 5 K < T < Ty for
Tx = 8.25 K as shown by the solid red curve in Fig. 5 yields
a critical exponent 8 = 0.34(4). This value of 8 is close to
the value of critical exponent 8 ~ 0.36 expected for a three-
dimensional Heisenberg system [34].

C. Muon spin relaxation

In order to further probe the magnetic ordering in
Pr,Pd;Ges, we carried out muon spin relaxation measure-
ments. The zero-field (ZF) asymmetry ;SR spectra and their
Fourier transforms for several representative temperatures are
shown in Fig. 6. The occurrence of a bulk magnetic phase tran-
sition is inferred from the presence of pronounced oscillations
in the asymmetry.

In the ordered state the ZF uSR asymmetry spectra are well
represented by a combination of two oscillatory components
having Lorentzian envelopes and one exponential term. We
fitted the data using the following function:

G.(t) = A cos(wit + ¢)e ™" + A, cos(wat + ¢)e
+Aze™" + Agg, (1)
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FIG. 3. (a) Neutron powder diffraction (NPD) pattern of
Pr,Pd;Ges recorded at 10 K together with the structural Rietveld
refinement profile calculated for the U,Co;Sis-type orthorhombic
(space group /bam) structure. The vertical bars indicate the nuclear
Bragg peak positions. (b) The structural and magnetic refinement
profile for NPD pattern at 7.6 K. (c) The structural and magnetic
refinement profile for NPD pattern at 1.8 K. The lower vertical bars
in (b) and (c) indicate the positions of magnetic Bragg peaks, and
the upper vertical bars indicate the nuclear Bragg peak positions.
(d) Magnetic diffraction pattern at 7.6 K (after subtracting the 10 K
nuclear pattern) together with the calculated magnetic refinement
pattern. The vertical bars indicate the positions of magnetic Bragg
peaks. The lowermost blue curve in each case represents the differ-
ence between the experimental and the calculated intensities.
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FIG. 4. Magnetic structure of Pr,Pd;Ges determined from the
neutron powder diffraction at (a) 1.8 K (commensurate with ordered
moment 2.80(6) pg/Pr), and (b) 7.6 K (incommensurate sinusoidal
with maximum amplitude of ordered moment 1.64 pg/Pr). The ar-
rows denote the ordered Pr’* magnetic moment directions.

where A and A, are the initial asymmetries of the oscillatory
components and Aj that of the exponential term, and A, A,
and A3 their relaxation rates. Agg is a nonrelaxing background
from sample holder, which was estimated by fitting high
temperature spectra at 37 K and kept fixed while fitting the
data at other temperatures. w; and w, are the frequencies of

104412-5



V. K. ANAND et al.

PHYSICAL REVIEW B 107, 104412 (2023)

12
T (K)

FIG. 5. Temperature T dependence of the ordered moment m
determined from the neutron diffraction data of Pr,Pd;Ges. The
solid curve represents the fit over 5 K < 7 < Ty according to m =
mo(1 — T/Ty)? for Ty = 8.25 K and critical exponent 8 = 0.34(4).

oscillations for the respective components, and ¢ is the phase.
Oscillation frequency w is related to the internal field B at the
muon site, w; = y,,B; and w, = y,,B,, where y, = 851.615
MHz/T is the muon gyromagnetic ratio. The representative
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FIG. 6. (a)—(d) Zero field muon spin asymmetry function versus
time ¢ for Pr,Pd;Ges at few representative temperatures. (e)—(h) Fast
Fourier transform (FFT) of uSR spectra, showing internal fields at
the muon stopping sites. Solid curves are the fits to the SR data by
the relaxation function discussed in text.
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B,, and (b) relaxation rates A, A, and A3 obtained from the fitting of
the ZF-uuSR spectra of Pr,Pd;Ges for 1.8 K < 7T < 37 K.

fits to the uSR spectra at temperatures 1.5 and 6.5 K by
Eq. (1) are shown by solid red curves in Figs. 6(a)-6(b). The
paramagnetic state (at 7 > Ty;) uSR spectra were fitted by
removing the second term in the Eq. (1). The representative
fits to the uSR spectra at temperatures 10.5 and 37 K by
this modified fitting function are shown by solid red curves
in Figs. 6(c)-6(d).

The temperature dependence of internal fields and relax-
ation rates obtained from the fits of the ZF-uSR spectra by
Eq. (1) (and its modified form) over the temperature range
1.5K < T <37 K are presented in Fig. 7. The T depen-
dences of By and B; clearly mark the two transitions near 8.3
and 4.9 K, respectively [see Fig. 7(a)]. These two transitions
are also clearly seen in A;(7") and A,(T') [Fig. 7(b)].

The appearance of peaks in the Fourier transforms shown
in Figs. 6(e)-6(g) mark the long range magnetic order in
Pr,Pd;Ges. At 1.5 K two peaks are seen in fast-Fourier trans-
form (FFT) specta [Fig. 6(e)] whereas at 6.5 K [Fig. 6(f)]
only one peak is seen. We have seen very weak frequency
oscillations above Ty; ~ 8.3 K, see data of 10.5 K in Fig. 6(c)
and the FFT in Fig. 6(g), which completely disappeared
above 30 K. At present we do not have clear explanation
of these weak frequency oscillations. A very similar effect
has been observed in the SR study of pyrochlores Pr,B,07
(B = Sn, Zr, Hf) and it was attributed to a hyperfine en-
hancement arising from a splitting of the non-Kramers doublet
ground states on Pr ions close to the muon which itself
causes a highly anisotropic distortion field [35]. We also
calculated the muon stopping sites using the unperturbed
electrostatic method (UEP), as implemented in the software
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FIG. 8. Visualisation of muon stopping sites within the crystallo-
graphic unit in Pr,Pd;Ges. The four muon stopping sites are marked
with A, B, C, and D.

package PYMUON-SUITE [36-38]. The UEP method uses den-
sity functional theory (DFT) calculations to estimate the
host material’s electrostatic potential, plus a combination of
mathematical analysis and clustering techniques to estimate
potential muon stopping sites. The DFT-based computer sim-
ulations carried out in this work were performed with the
CASTEP [39] code. A plane wave cutoff of 900 eV and a
k-point grid size of 3 x 3 x 2 Monkhorst-Pack k point were
used. The PBE exchange-correlation functional [40] was used
in combination with autogenerated ultrasoft pseudopotentials.
The software package PYMUON-SUITE has already shown good
results for the modeling and interpretation of SR exper-
iments [41,42] and, in this particular case, four potential
crystallographically inequivalent stopping sites were identi-
fied, which are shown in Fig. 8 marked as A, B, C, and D.
These muon stopping sites correspond to the crystallographic
positions A = (0.184, 0.5, 0.25), B = (0.338, 0.523, 0.197), C
= (0.796, 0.223, 0.306), and D = (0.573, 0.055, 0).

We estimated the internal fields at these muon stop-
ping sites using the dipolar contribution calculated using the
DIPOLECALC program [43]. For the commensurate structure at
1.8 K we took a moment of 2.8 pp and for the incommensurate
structure at 7.5 K we estimated the maximum field taking
the moment to have the uniform value 1.64 pg. This uniform
approximation provides a good estimate of the maximum field
because the modulation period is long and the dipolar field for
an AF state is dominated by the closest moments to the probe
site. Since the field distribution taking into account the modu-
lation is strongly peaked at the maximum field (inset to Fig. 9),
these maximum fields are the ones that should be compared
with the peaks in the FFT spectra. The dipolar field distri-
bution of muon stopping sites is shown in Fig. 9. Note that
site D is on a symmetry plane and has lower multiplicity than
the other three sites. The estimated values of dipolar fields
at different muon stopping sites are listed in Table II. As seen
from Fig. 6(e), at 1.5 K the FFT spectra exhibit two peaks near
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FIG. 9. Dipolar field distribution at muon stopping sites A, B,
C, and D in Pr,Pd;Ges for (a) the low-T commensurate structure
and (b) the high-T incommensurate SDW structure. The vertical red
dashed and dotted lines represent the values of the internal magnetic
fields estimated from the dominant features in the experimental data
illustrated in Figs. 6 and 7 and listed in the final row of Table II.
In (b) the field distribution in the SDW phase corresponding to each
type of site is strongly peaked at zero field and the maximum field
(inset), so only the maximum field values are shown in the main plot
for making comparison with the FFT peaks.

3.8 and 4.5 kG, which are close to the dipolar fields at sites D
(3.427 kG) and B (4.359 kQG), respectively. The values of in-
ternal fields By and B; obtained from SR analysis are 3.860
and 4.427 kG, respectively [Fig. 7(a)]. At 7.5-7.6 K the FFT
spectra show peaks near 2.4 kG and 2.1 kG, which are again
close to the maximum dipolar fields at sites D (2.448 kG) and
B (1.777 kG), respectively. Thus, we conclude that the muons
are mainly stopping at the D site, but some also stop at the B
site. The B site gives the weaker satellite signals, which switch
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TABLE II. Estimated values of dipolar fields at different muon
stopping sites of Pr,Pd;Ges along with the values obtained from
FFT spectra. The dipolar field values at higher temperature are the
maximum values within the incommensurate structure.

1.8K 7.5-7.6 K
Sites kG kG/up kG kG/ i
A 0.005 0.002 3.652 2.23
B 4.539 1.64 1.777 1.08
C 6.967 2.49 3.553 2.17
D 3.427 1.16 2.448 1.49
FFT spectra 3.8,4.5 24,21

from the high field side in the low-T" (1.5 K) phase to the low
field side in the high-T" (7.5 K) phase (see Fig. 9).

D. Inelastic neutron scattering

The inelastic neutron scattering responses from Pr,Pd;Ges
and LayRh;Ges measured with an incident energy E; =
20 meV at T = 5 K are shown in Figs. 10(a) and 10(b)
as the color coded intensity maps. The data of Pr,Pd;Ges
at 10 K are given in Fig. 12(d) of the Appendix. Further,
the INS responses from Pr,Pd;Ges and La;Rh3;Ges measured
with E; = 6 meV at T = 5 K are shown in Figs. 12(a) and
12(b), respectively and at 10 K from Pr,Pd;Ges is shown in
Fig. 12(c). The estimated magnetic scattering from Pr,Pd;Ges
at 5 K and 10 K with E; =20 meV is given in Figs. 10(c)
and 10(d). The excitations of magnetic origin are evident
from the color contour maps of Pr,Pd;Ges when comparing
with that of the nonmagnetic reference La,Rh3;Ges. The INS
map of Pr;Pd;Ges with E; = 6 meV at 5 K [Fig. 12(a)] re-
veals a weak excitation near 1.7 meV, which is not present
at 10 K and also not observed in La,Rh3Ges at 5 K. This
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FIG. 10. Inelastic neutron scattering response, a color-coded
contour map of the intensity, energy transfer £ versus momentum
transfer |Q| for (a) Pr,Pd;Ges and (b) La,Rh;Ges measured at 5 K
with an incident energy E; = 20 meV. (c), (d) The estimated mag-
netic scattering after subtracting the phonon scattering at 5 K and
10 K for Pr,Pd;Ges.
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FIG. 11. The estimated Q integrated (Q = 0 to 3 A~') magnetic
scattering intensity plotted as, energy transfer E versus Sy (|Q|, w)
for Pr,Pd;Ges (a) at 5 K and (b) at 10 K. The results are combined
for three different incident energies, E; = 6, 20, and 30 meV. The
solid red line shows the fit using Lorentzian functions and dotted
lines show the components of the fit. The solid light green line in
(b) shows the fit based on the CEF model.

excitation was also observed at 3.8 K, but not at 9.1 K in the
4F1 triple axis spectrometer measurements at LLB (data not
shown). As Ty ~ 8.3 K, this low energy excitation at 5 K in
Pr,Pd;Ges originates from the powder average spin waves in
the magnetic ordered state. The INS map of Pr,Pd;Ges with
E; =20 meV at 5 K reveals four excitations, 1.7, 8.3, 9.2, and
12.8 meV [Fig. 10(c)] and additional excitation near 18.6 meV
was observed in the E;=30 meV data Figs. 13(a) and 13(c).
The separation between 8.3 and 9.2 meV excitations is
reduced and they move slightly to lower energies (i.e., at 7.7
and 8.3 meV) at 10 K Figs. 10(c) and 10(d), which indicates
that the Zeeman spliting of the CEF level under the molecu-
lar field in the magnetic order state gives two well-resolved
excitations at 5 K.

The magnetic scattering Sy (Q, w) is obtained by subtract-
ing the phonon background using the INS data of La,Rh3Ges
as Sy (Q, w) = S(Q, ®)pr,pd;Ges — AS(Q, ®)La,RN;Ges Where
o = 0.8114 is the ratio of total bound neutron scattering cross
sections per formula unit of Pr,Pd;Ges and La;Rh3;Ges. The
one-dimensional energy cuts from the magnetic scattering,
Su(Q, w), for Pr,Pd;Ges at 5 K and 10 K are shown in
Figs. 11(a) and 11(b). These data show that in the paramag-
netic state (at 10 K) we have observed four CEF excitations,
7.7, 8.3, 12.3, and 18.1 meV, see Fig. 11(b). In the or-
thorhombic crystal structure, space group Ibam (No. 72),
of Pr,Pd;Ges, the Pr ions occupy the 8; crystallographic
site having point symmetry C; (monoclinic). Hence the CEF
Hamiltonin (Hcgr) has following form:

Hepr = BYOY + B3205? + BYOY + Bi*0F* + BY* 07!
+BY0Y + BE2 0 + BEYOF* + BE°OZE®, )
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TABLE III. Crystal electric field parameters BX" obtained from
the analysis of the inelastic neutron scattering data of Pr,Pd;Ges at
10K.

Bm Value (meV)
B;? 02115

B —0.4372
B} 0.0189
B* —0.0188
B,? —-0.0116
BY 5.245 x 107
B 7.806 x 1073
B} —4.305 x 1073
Bg° —8.410 x 107
B! —9.652 x 107°
B;? —1.042 x 107
B —6.690 x 107
B2 6.079 x 1073
B} 6.362 x 107
BS 4.984 x 107

where B are the CEF parameters and need to be determined
from the fitting of the experimental data such as CEF ex-
citations measured using INS or resonance x-ray scattering
(RIXS) and/or single-crystal susceptibility. O™ are Stevens
operators [44] and are functions of angular momentum oper-
ators O = 0*™(J). Due to the low point symmetry of the
Pr ions we have nonzero contribution to CEF parameters with
BE™ (i.e., with negative value of —m). The O™ with +m are
real terms (sometimes called “cosine” terms) and with —m
are the imaginary terms (sometimes called “sine” terms). The
ground state multiplet of Pr** ion with J = 4 will split into
nine singlets under the crystal field potential given in Eq. (2).
The Hcgr given in Eq. (2) has 15 independent CEF parameters
to be determined from the analysis of the experimental data.
As we have observed four CEF excitations from the ground
state at 10 K, it would be very difficult to uniquely determine
the 15 CEF parameters. Hence, we use a point charge model
to estimate the initial set of CEF parameters that gave the
calculated CEF excitations very close the observed one. This
set of estimated CEF parameters was then used to fit the INS
data at 10 K using MANTIDPLOT [45]. The parameters obtained
from the fit are given in Table III. The calculated CEF spectra
using this set of CEF parameters gave very strong excitations
near 7.8 and 8.6 meV and other weak excitations near 12.4,
17.5,and 25.2 meV [see fit given in Fig. 11(b)]. The calculated
spectrum is very close to the observed data.

The scheme of the CEF levels obtained from the CEF
analysis of INS data is: 0, 0.27, 7.78, 8.66, 12.42 17.45, 17.61,
25.24, and 25.39 meV. The CEF wave functions associated
with these nine energy levels are listed in Table IV. The
two singlets at 0 and 0.3 meV together form a quasidoublet
ground state, as also inferred from the Sy,,5 (7). The estimated
ordered state moment (in an applied field of 5 T) from the
ground state wave functions are p, = 0.08 pg, py, = 0.15 pg,
and p, = 3.05 pg. The CEF model shows the easy axis of the
magnetization to be the z axis (i.e., along ¢ axis), which is
also in agreement with the single crystal susceptibility results
[23]. The magnitude of the estimated CEF moment is in close

agreement with that estimated from the neutron diffraction
study, however, there is a disagreement between the direction
of the moment obtained from the neutron diffraction study
and the CEF analysis. Considering this we checked again the
neutron diffraction data forcing the moment direction along
the ¢ axis. However, the so simulated diffraction patterns did
not at all correspond to the observed magnetic Bragg peaks.
We therefore believe that the direction of the moment is not
only controlled by the single ion CEF anisotropy, but also by
the anisotropic two ion exchange interactions. A very simi-
lar situation is observed for the hard axis ordering in many
Ce-based compounds [46], for example in CeRu,Alyg [47]
and CeOs,Aljy [48]. Furthermore, a theoretical model has
been also presented based on the fluctuation-driven hard-axis
magnetic ordering in metallic ferromagnets [49]. Thus further
theoretical and experimental works are sought to fully under-
stand the observed hard axis ordering in Pr,Pd;Ges.

IV. SUMMARY AND CONCLUSIONS

The magnetism and crystal field states of Pr,Pd;Ges have
been investigated by muon spin relaxation, neutron pow-
der diffration, and inelastic neutron scattering measurements.
Our x'(T') and C,(T') data confirmed the occurrence of two
antiferromagnetic transitions at Ty; = 8.25 K and Ty, =
7.5 K as found previously for polycrystalline ProPd;Ges [22].
The appearance of magnetic Bragg peaks in neutron diffrac-
tion data collected at T < Ty further confirms the long-range
antiferromagnetic ordering in this compound. The magnetic
Bragg peaks could be indexed with the propagation vector
k = (1, 0, 0) for T < Tno, and with k = (1, 0, 0.070(1))
for Tno < T < Tn1. The magnetic structure determined by the
refinement of NPD data revealed a canted antiferromagnetic
structure of ordered Pr’* moments. Given the resolution of
neutron powder diffraction our NPD data reveal the presence
of only two magnetic structures associated with antiferromag-
netic transitions at Ty and Tn. At 7.6 K, which lies between
Tnz and 7Ty, the magnetic structure refinement reveals an
amplitude modulated incommensurate antiferromagnetic ar-
rangement of ordered moments. The ordered moments lie in
the ab plane tilted at about 26° from the b axis and have a
maximum ordered moment of 1.64(3) pg/Pr. On the other
hand, at 7 below Tn», i.e., at 1.8 K, the NPD data reveal
a commensurate antiferromagnetic structure with an ordered
moment of 2.80(6) pg/Pr. The ordered Pr moments lie still in
the ab plane with only a slightly different tilt angle of about
28° from the b axis.

The uSR data also provide evidence for the bulk magnetic
phase transitions. The presence of two oscillatory frequencies
in the uSR spectra at 1.5 K clearly attests to the occurrence of
long range magnetic order in Pr,Pd;Ges. The T dependence
of fit parameters reflects two magnetic phase transitions
near 8.3 and 4.9 K. The observed internal fields can be
well explained by the calculated internal fields, using a
dipolar model, at the muon stopping sites estimated from the
DFT calculation. The inelastic neutron scattering data show
four CEF excitations arising from the CEF splitting of the
Pr3* J = 4 ground state multiplet and the CEF-level scheme
has been obtained from the analysis of the INS data based
on the CEF model. The CEF model analysis reveals a quasi-
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TABLE IV. Energy levels and associated wave functions obtained from the analysis of inelastic neutron scattering data of Pr,Pd;Ges at

10 K by a model based on crystal electric field.

Energy levels (meV)

Wave functions

0 0.688 | — 4) — (0.099 + i 0.075) | — 2) + (0.021 — i0.152)[0) + (0.115 — §0.045)[2) — (0.661 + i 0.189)|4)
0.27 —0.688] — 4) + (0.121 4+ i0.107) | — 2) — (0.016 + i0.002) |0) + (0.147 — i 0.068) |2) — (0.660 + i 0.196) |4)
7.78 (0.030 — i0.654) | — 3) + (0.120 +i0.238) | — 1) — (0.266 + 0.023) |1) + (0.596 — i 0.270) |3)

8.66 (0.235 — i0.659) | — 3) — (0.041 +i0.095) | — 1) — (0.082 + i0.062) |1) — (0.696 — i 0.069) |3)

12.42 0.167 | — 4) + (0.564 +i0.359) | — 2) — (0.218 — i0.045) |0) + (0.374 — i0.555) |2) + (0.153 — i 0.067) |4)

17.45
17.61
25.24
25.39

—0.158 | — 4) — (0.414 + i 0.428) | — 2) — (0.056 + 0.487) [0) + (0.307 — i0.511)|2) + (0.154 — i 0.036) |4)
—(0.160 4 i 0.186) | — 3) — (0.262 +i0.609) | — 1) + (0.417 — i 0.516) |1) + (0.204 — i 0.136) |3)
(0.126 +i0.077) | — 3) — (0.022 +i0.691) | — 1) — (0.634 — i0.276) |1) + (0.123 + i 0.081) |3)
—0.023] — 4) + (0.378 +i0.117) | — 2) — (0.095 + i 0.823)|0) — (0.341 — i0.200) |2) + (0.022 — i 0.005) |4)

doublet (two closely situated singlets separated in energy by
0.3 meV) ground state which is consistent with the magnetic
entropy data.
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APPENDIX: INELASTIC NEUTRON SCATTERING DATA
FORE; = 6, 20, 30 meV

Figures 12 and 13 show the color coded intensity maps of
Pr,Pd;Ges and La,Rh3Ges measured at 5 and 10 K with E; =
6 meV, 20 meV, 30 meV, and 40 meV as labeled.
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FIG. 13. Inelastic neutron scattering (INS) response, a color-
coded contour map of the intensity, energy transfer E versus
momentum transfer |Q| for (a) Pr,Pd;Ges measured at 5 K with an
incident energy E; = 30 meV, (b) La,Rh3Ges at 5 K (E; = 40 meV),
(c) PryPd;Ges at 10 K (E; = 30 meV). (d) Pr,Pd;Ges at 150 K
(E; =30 meV).
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