
Magnetism and orbitally driven spin-singlet states in Ru oxides: A muon-spin rotation study

S. J. Blundell,* T. Lancaster, P. J. Baker, and W. Hayes
Clarendon Laboratory, University of Oxford, Parks Road, Oxford OX1 3PU, United Kingdom

F. L. Pratt
ISIS Muon Facility, ISIS, Chilton, Oxon. OX11 OQX, United Kingdom

T. Atake
Tokyo Institute of Technology, 4259 Nagatsuta-cho, Midori-ku, Yokohama 226-8503, Japan

D. S. Rana† and S. K. Malik‡

Tata Institute of Fundamental Research, Colaba, Mumbai 400 005, India
�Received 21 August 2007; revised manuscript received 28 January 2008; published 20 March 2008�

We have used zero-field muon-spin rotation to study the local magnetic properties of SrRuO3, Y2Ru2O7, and
La2RuO5. While SrRuO3 and Y2Ru2O7 give rise to coherent precession signals, in La2RuO5 we find no
signature of long range magnetic order below the structural transition, but observe relaxation consistent with
that expected due to a dimerization into spin-singlet states. In Y2Ru2O7 we observe two precession signals with
different temperature dependences, consistent with the nature of the noncollinear ordering being temperature
dependent.
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I. INTRODUCTION

The rich variety of behavior exhibited by transition metal
oxides arises because of the interplay between spin, charge,
and orbital degrees of freedom and the variety of lattice ar-
chitectures which are available.1 Spin ordering, both ferro-
magnetic and antiferromagnetic, and spin frustration can be
observed in various phases, as can charge order.2,3 In addi-
tion, the orbital degeneracy in the transition metal ions can
be lifted by an interaction with the lattice4 and this can lead
to orbital ordering, the best-known case of which is the co-
operative Jahn-Teller distortion in LaMnO3.5 Furthermore,
the Coulomb interaction between electrons is important for
understanding metal-insulator transitions and properties such
as high-temperature superconductors and colossal magne-
toresistance observed in certain oxides, and the orbital de-
grees of freedom can play a role in these phenomena.6

Though most work has been performed on first-row tran-
sition metal oxides, ruthenium-based oxides have also
proved to be very attractive to study in this context. The
ruthenium ion contains 4d orbitals, whose extended nature
might be expected to lead to a weakened tendency to elec-
tron localization compared with 3d analogs for which
electron-electron correlations are known to be significant.
Nevertheless, ruthenium-based oxides can display itinerant
or localized behavior depending on chemical environment,
resulting in a rich variety of physical properties.7 For ex-
ample, Sr2RuO4 is a p-wave superconductor,8 SrRuO3 is a
ferromagnetic metal,9 La2RuO5 is a semiconductor,10 and
Y2Ru2O7 is a magnetic insulator.11 These systems all possess
Ru4+ ions, which each have four 4d electrons in a low-spin
configuration �t2g

4 �, and all comprise three-dimensional net-
works of corner-sharing RuO6 octahedra. Nevertheless, dif-
ferences in crystal structure alter the 4d bandwidth W and,
when this is very narrow �and becomes comparable to the
on-site correlation U�, correlation-induced electron localiza-

tion of the 4d electrons can occur.12 Moreover, understanding
the role of the relevant orbital and spin degrees of freedom
is crucial for comprehending the rich variety of behavior
found in these strongly correlated oxides,1,13 and this is par-
ticularly relevant for La2RuO5 �Ref. 10�, which displays an
unusual structural transition accompanied by novel orbital
physics.14,15

To shed light on these issues, we have used muon-spin
rotation ��SR� to probe the magnetism in three compounds
containing Ru4+ ions but which are constructed by assem-
bling RuO6 octahedra in different architectures: �i� SrRuO3,
a three-dimensional distorted pseudocubic perovskite of the
GdFeO3 type22 in which there is a zig-zag tilting of the RuO6

octahedra �see Fig. 1�a��; �ii� Y2Ru2O7, a cubic �Fd3̄m� py-
rochlore structure in which Ru4+ ions form a three-
dimensional network of corner-sharing tetrahedra �see Fig.
1�b��; �iii� La2RuO5, which contains double �110� perovskite
planes in which each RuO6 octahedron has corner-sharing

(a) (b) (c)

FIG. 1. �Color online� The crystal structure of �a� SrRuO3

�viewed down the b axis, with a horizontal and c vertical�, �b�
Y2Ru2O7 �viewed down one of the cubic axes�, and �c� La2RuO5

�viewed down the c axis, with a horizontal and b vertical�. The Ru
atoms are shown in blue and the oxygen atoms in red. The Sr, Y,
and La atoms are omitted for clarity.
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connections with four neighboring RuO6 octahedra �see Fig.
1�c��. In each case, we find that the �SR data are able to
identify and characterize the different ground states.

II. EXPERIMENTAL

Our �SR experiments were carried out using the GPS
instrument at the Paul Scherrer Institute �PSI� in Switzerland
and the ARGUS spectrometer at the ISIS Pulsed Muon Fa-
cility. Spin polarized positive muons ��+, momentum
28 MeV /c� were implanted into our samples. The muons
stop quickly �in �10−9 s�, without significant loss of spin
polarization. The observed quantity is then the time evolu-
tion of the muon-spin polarization Pz�t� obtained by studying
the angular distribution of emitted decay positrons.23 The
positrons are detected by using scintillation counters placed
in front of and behind the sample. We record the number of
positrons detected by forward �Nf� and backward �Nb�
counters as a function of time and calculate the asymmetry
function Gz�t� using Gz�t�= �Nf�t�−�expNb�t�� / �Nf�t�
+�expNb�t��, where �exp is an experimental calibration con-
stant and differs from unity due to nonuniform detector effi-
ciency, and Gz�t�� Pz�t�. The muon-spin precesses around a
local magnetic field B, with a frequency �= ��� /2�� �B�,
where �� /2�=135.5 MHz T−1. The local magnetic field B is
a function of the muon-site r� and can be written as

B��r�� = �
i

Di
�	�r��mi

	, �1�

a sum over the magnetic ions in the crystal; the magnetic
moment of the ith ion is mi and is located at ri. In Eq. �1�
Di

�	�r�� is the dipolar tensor given by

Di
�	�r�� =

�0

4�Ri
3�3Ri

�Ri
	

Ri
2 − 
�	� , �2�

where Ri	�Ri
x ,Ri

y ,Ri
z�=r�−ri. The behavior of this tensor is

dominated by the arrangement of the nearest-neighbor mag-
netic ions and leads to a nonzero local magnetic field for
almost all possible muon sites, even in an antiferromagneti-
cally ordered system.16 Thus muon-spin precession can usu-
ally be observed in an antiferromagnet in zero applied mag-
netic field, even though there is no net magnetization �see,
e.g., Ref. 17�. In a polycrystalline sample, the muon polar-
ization can be fitted to Pz�t�= 1

3e−�
t+ 2
3e−�t cos��� �B � t� for

the case of a single muon site, where �
 and � are relaxation
rates; this expression reflects that, on average, two-thirds of
the incident muon polarization will lie perpendicular to the
local field. This expression can be generalized for multiple
sites and can be corrected for the possibility of a fraction of
muons which implant outside the sample and thus contribute
to a background signal.

Muons implanted in oxide materials tend to find sites
close to oxygen anions and form an analog of the hydroxide
ion �OH−� via the reaction �++O2−→OMu−, resulting in a
diamagnetic state which is sensitive to local fields.18 It is also
possible to form neutral muonium �Mu0=�+e−�; this is a
paramagnetic center, so that the muon experiences a hyper-
fine field which adds to or subtracts from the applied

field.18,19 Even for the diamagnetic OMu− site, it is possible
in a magnetic oxide to have a contribution to the local field
from the supertransfer hyperfine interaction.20 This results
from overlap between the Mu 1s orbital and the oxygen 2p
orbital, which in turn transfers an electron to an unoccupied
Ru 4d orbital; this supertransfer transfer field would add to
the dipolar field in Eq. �1�, though the dipolar field is the
dominant term.21

III. RESULTS

A. SrRuO3: A ferromagnetic metal

First, we present data on polycrystalline SrRuO3 �our
sample was prepared as described in Ref. 22�. The 163° Ru-
O-Ru bond angle is close to 180° and might therefore lead
one to expect antiferromagnetic interactions �due to the
Goodenough-Kanamori rules� but, unusually for a perov-
skite, SrRuO3 is found to be a metallic ferromagnet below
TC=160 K �see, e.g., Ref. 9�. The t2g

4 electronic state predicts
S=1 and a moment of 2�B, but experiments yield
0.8–1.6 �B, pointing to band �rather than atomic�
magnetism.24 One also expects a half-metallic ground state
�t2g

3 ↑ , t2g
1 ↓ � with the majority spin subband insulating and the

minority spin subband conducting. The electronic heat
capacity9,25 shows that the effective mass is enhanced �m*

�3me�, consistent with SrRuO3 being on the border of a
Mott-Hubbard transition,26,27 though this interpretation has
been questioned.28 Hybridization of the ruthenium t2g orbit-
als and the oxygen 2p orbitals29 is important in this system,
and it has been pointed out that the nature of the hybridiza-
tion is controlled by the orbital orientation of the t2g elec-
trons in such a way as to be able to explain non-Fermi liq-
uidlike features in the optical spectra.30 It has also been
predicted that the on-site Coulomb interactions can drive or-
bital order on the minority spin band.31 These results all
demonstrate the subtle interplay between orbital physics,
Jahn-Teller distortions, and the on-site correlation.

The �SR data are shown in Fig. 2 and demonstrate that
very weak spin relaxation just above TC �the 165 K trace in
Fig. 2�a�� changes abruptly to a damped coherent oscillation
below TC, the frequency of which increases rapidly on cool-
ing �see Figs. 2�a� and 2�b�; note the different horizontal
scales of these two figures�. At 5 K �see Fig. 2�b��, the domi-
nant precession frequency corresponds to a quasistatic local
field at the muon site of 0.25 T. The oscillations are heavily
damped �probably due to the field distribution resulting from
domain structure32�, though not as strongly as those observed
in Ref. 33, pointing to a well-defined magnetic environment
of the muon in our samples. These data are consistent with
the development of ferromagnetic order below TC. Reference
33 demonstrates how this local field collapses as Sr is pro-
gressively replaced by Ca, a process which reduces the Ru-
O-Ru angle, narrows the bandwidth, and increases the effect
of the electron correlations. In fact, it is believed that there is
a transfer of spectral weight from the quasiparticle peak at
EF to the Hubbard bands as one goes from SrRuO3 to
CaRuO3 and finally, to the insulating pyrochlore Y2Ru2O7,
which we consider in the next section.
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B. Y2Ru2O7: A magnetic insulator

The small Y3+ cation leads to a smaller Ru-O-Ru angle
�128°� in Y2Ru2O7, which reduces the bandwidth,34 leading
to insulating behavior because of correlation-induced elec-
tron localization.12,35,36 Y2Ru2O7 exhibits a peak in the sus-
ceptibility and heat capacity at TN=76 K,37 though the mag-
nitude of the Curie-Weiss temperature ��W�−1100 K� is
much larger than TN, which is indicative of the presence of
strong frustration.37,38 In fact, the transition has been de-
scribed as spin-glass-like,37,39 though far-infrared spectra
show strong antiferromagnetic correlations �which can be as-
cribed to a significant spin-phonon coupling40� and these
have been studied in detail using inelastic neutron
scattering.41 Raw �SR data on a polycrystalline sample of
Y2Ru2O7 are shown in Fig. 3�a� and demonstrate that a co-
herent muon precession signal develops below TN.

These data confirm that Y2Ru2O7 undergoes antiferro-
magnetic ordering below TN �in agreement with Ref. 42 and
the correlations observed in Ref. 40�; a glassy or short-range-
ordered ground state would give rise to a much more heavily
damped signal and, in fact, short-range-order has been ruled
out on the basis of optical measurements.35 The amplitude of
the oscillations accounts for all the muons stopped in the
sample and allows us to conclude that there is long-range
ordering throughout the bulk. The band gap of Y2Ru2O7 is
about 1.5 eV, similar to that of Ag2O, though while the latter
compound shows a missing fraction of muons corresponding
to the formation of neutral muonium,18 the muons in
Y2Ru2O7 remain diamagnetic.

Neutron diffraction39 and 99Ru Mössbauer43 data provide
evidence that the magnetic order below TN is not collinear,
consistent with the expected geometric frustration in this
compound. The beating pattern visible in the 45 K data plot-
ted in Fig. 3�a� is the result of two separate precession sig-
nals with similar frequencies, showing that there are two

magnetically inequivalent muon sites, which is consistent
with the noncollinear nature of the magnetic order. Maxi-
mum entropy analysis was used to decompose the signal as a
function of temperature and the results are shown in Fig.
3�b�. The two frequencies in the spectrum are difficult to
distinguish at all temperatures, but it is clear that they follow
markedly different temperature dependences, with the lower-
frequency falling to zero faster than the higher-frequency on
warming.

These trends are easier to extract using fitting of the muon
spectrum in the time domain. The data were fitted to an
expression involving two oscillating components �each expo-
nentially relaxing� and a very weakly relaxing background.
The amplitudes of the two components were fixed over the
measured temperature range, the amplitude of the lower-
frequency component being a factor of �2.2 higher than the
higher-frequency component.

The temperature dependence of the fitted frequencies of
the two precession signals is plotted in Fig. 4�b�. This shows,
in agreement with Fig. 3�b�, that both frequencies collapse to
zero at TN, the temperature at which there is a peak in the

FIG. 2. �Color online� Raw �SR data for SrRuO3 at selected
temperatures viewed in the time range �a� 0–2 �s and �b�
0–0.2 �s.
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FIG. 3. �Color online� �a� Raw �SR data for Y2Ru2O7 at two
temperatures. Two distinct precession frequencies are observed be-
low TN=67 K. The solid line is a time-domain fit using parameters
in Figs. 4�b� and 4�d�. �b� Temperature evolution of the frequency
spectrum extracted from maximum entropy analysis. This shows
two closely spaced modes �indistinguishable at low temperature,
but separating at higher temperature�; the less distinct, lower-
frequency mode decreases faster with increasing temperature.
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heat capacity �Fig. 4�a��. However, the two components fol-
low a different temperature dependence, with the higher-
frequency component collapsing to zero more slowly than
the lower-frequency component �see Fig. 4�c��. The damping
rate of the lower-frequency component is also substantially
larger than that of the higher-frequency component �Fig.
4�d��. This is consistent with the maximum entropy spectra
in Fig. 3�b�, which show that the lower-frequency component
is broader, even though it accounts for more than double the
spectral weight of the higher-frequency component.

Our results suggest that the relative orientation of the
magnetic moments in the unit cell may be temperature de-
pendent, leading to the differing temperature dependence of
the local field at the two magnetically inequivalent muon
sites. This can be due to a continuous reorientation of the
spins on different magnetic sublattices which might be ex-
pected if the precise details of the ordered state depend on
the fine balance of competing exchange interactions, at least
one of which is temperature dependent. It is also possible
that the signal ascribed to a lower-frequency site may actu-
ally be from a number of magnetically inequivalent sites
with very slightly different local fields, thus contributing to
the broad feature in the maximum entropy spectra.

C. La2RuO5: A semiconductor

We now consider La2RuO5, which undergoes a
semiconductor-semiconductor transition at Ts�160 K ac-
companied by a sharp drop in the magnetic susceptibility.10,44

The symmetry is monoclinic �P21 /c� above the transition,

but triclinic �P1̄� below it.10,45 This behavior was initially
interpreted in terms of an orbital ordering in which t2g↑

3 t2g↓
1

S=1 moments in the high-temperature state transform into
t2g↑
2 t2g↓

2 S=0 moments10 �specifically a dxy
2 dxz

2 dyz
0 configura-

tion� in the low-temperature state. However, another possi-
bility is orbital-driven singlet pair formation46 in which the
S=1 moments present at high temperature remain at low
temperature, but in the form of singlet dimers stabilized by
an orbital ordering. In this picture, the high-temperature t2g
manifold consists of a superposition of dxy

2 dxz
1 dyz

1 , dxy
1 dxz

2 dyz
1 ,

and dxy
1 dxz

1 dyz
2 configurations, and the structural transition and

consequent lowering of symmetry drive the ion into a
dxy

1 dxz
2 dyz

1 configuration at low temperature; pairs of ions with
such a configuration then dimerize. This viewpoint is sup-
ported by density functional calculations within the local
density approximation.14 Further confirmation is provided by
x-ray absorption spectroscopy measurements15 which show
that at T�Ts the Ru4+ ions remain in an S=1 state.

Muon experiments on a sample of polycrystalline
La2RuO5 �prepared as described in Ref. 44� were carried out
first at PSI, and these established that there was no signal
corresponding to a quasistatic local field at any temperature
in the range 5–300 K. A more detailed study of the tempera-
ture dependence of the relaxation was carried out on the
ARGUS spectrometer at ISIS. The results of these latter �SR
experiments are shown in Fig. 5 and provide additional evi-
dence that there is no magnetic transition to long-range order
in this material. The raw experimental data are shown in Fig.
5�a� for selected temperatures �a small temperature-
independent background term for these data has been sub-
tracted and the data are plotted in the form Pz�t��. It is clear
from these data, which are quite different from those ob-
tained for SrRuO3 and Y2Ru2O7, that no long-range ordering
takes place.

The data over the whole studied temperature range47 were
fitted to the “stretched-exponential” function Pz�t�=e−��t�	

and the fitted parameters are plotted in Figs. 5�c� and 5�d�.
We find that � is approximately independent of temperature
apart from a small increase which sets in at low tempera-
tures. The shape parameter 	 approaches 2 at high tempera-
ture, but falls to �0.5 at low temperature. We note that no
sharp change in � or 	 is observed as the sample is lowered
through Ts �although there is a clear peak in the heat capac-
ity, see Fig. 5�b��. The semiconducting gap in this compound
is known to be very small ��0.2 eV� �Ref. 10�, and so in
comparison with other oxides with very small gaps18,19 we
expect diamagnetic muon sites.

We can understand in general terms that exponential re-
laxation �	=1� will result if the fluctuations in the local
field at the muon site B�r�� are characterized by a single
correlation time 
, and if the fluctuations are in the muon
time window. The local field at the muon site will be
dominated by the dipolar field due to Ru electronic moments.
In the fast-fluctuation limit,48 the relaxation rate �
=2��

2 ���B�r���2

 �where �B�r��=B�r��− �B�r��
�. Hence,
if the Ru moments are fluctuating very rapidly �as they will
in the high-temperature paramagnetic state�, 
 is very short
and �→0 �motional-narrowing limit�, and one may observe
only the remaining relaxation which results from the dipolar

T

i
i

C

FIG. 4. Data for Y2Ru2O7. �a� Heat capacity data �after Ref. 11�.
�b� Fitted precession frequencies �1 �closed circles� and �2 �open
circles� �the solid lines are guides to the eye�, �c� the ratio of the
two frequencies, and �d� the corresponding relaxation rates.
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field produced by the static nuclear moments �	=2�. This is
what we find at high temperatures. In the fully dimerized
state, all the electronic moments should disappear since all
molecules are now S=0 and the relaxation will again be due
only to nuclear moments �	=2�, although this is not ob-
served. Instead, the presence of a few undimerized pairs
and/or defects may lead to a very dilute distribution of mo-
ments which fluctuate with a unique relaxation time 
 ; this
leads to a “root-exponential” �	= 1

2 � relaxation,49 which is
what we find at low temperature.

Between the low- and high-temperature limits, we ob-
serve a smooth crossover from 	=0.5 to 	=2 relaxation. A
similar smooth evolution of muon relaxation rate through a
dimerization transition is observed in related systems.50,51

Since our data are strongly reminiscent of those in systems
which undergo a spin-Peierls transition �in agreement with
Ref. 15�, it seems likely that the S=1 moments remain below
the transition to the low-temperature state but their dynamics
remains fast on the muon time scale; further cooling to low
temperature induces a crossover to a behavior dominated by
defect spins.50

IV. CONCLUSION

In summary, our �SR experiments have demonstrated the
variety of behavior observable in Ru-based oxides with dif-
ferent crystal architectures. Both SrRuO3 and Y2Ru2O7 give
rise to coherent precession signals, demonstrating long-range
magnetic order below the ordering transitions. SrRuO3 is
known to be a ferromagnet, but the transition in Y2Ru2O7
has been described as “spin-glass-like” and our data effec-
tively rule out this interpretation. Two precession frequencies
are observed in the pyrochlore Y2Ru2O7, resulting from two
magnetically inequivalent sites, but their temperature depen-
dences differ markedly. This is consistent with the nature of
the noncollinear ordering being temperature dependent, pos-
sibly resulting from the fact that the magnetic order is a
rather subtle “trade off” between competing interactions. In
La2RuO5 we find no signature of long-range magnetic order
below the structural transition, but observe relaxation consis-
tent with that expected due to a dimerization into spin-singlet
states.
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