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General introduction

Iridium oxides have attracted a lot of attention in the condensed matter community over the
past decade. These compounds were first thought to behave as metals, the electronic corre-
lations being reduced compared to the 3d or 4d transition metal oxides. However, the first
studies evidenced insulating properties. Theoretical studies suggested that these unexpected
behaviors could be explained taking into account the strong spin-orbit coupling of the 5d
electrons. In iridates, spin-orbit coupling is of the same order of magnitude as the electronic
correlations inducing strong spin-orbit entanglement and producing unprecedented phases
such as topological insulator, Weyl semimetal ... It also acts together with the electronic corre-
lation to generate spin-orbit induced Mott insulators. In a perfect octahedral environment the
strong spin-orbit coupling and the large crystal field gives rise to a unique physics of holes
in a highly entangled spin-orbit state characterized by an effective isospin jeg = 1/2. This
state is predicted to lead to exotic magnetism with in particular highly anisotropic exchange

interactions.

In this context, my thesis focused on the magnetic properties of two families of com-
pounds: the chain compounds of formula Sr3sNiMOg (M = Pt, Ir) and the pyrochlore iridates
RyIryO7 (R = rare-earth element). These two systems present additional specificities such as
the presence of two different magnetic elements with possible magnetocrystalline anisotropy
and the possibility to have magnetic frustration. In this manuscript, I present my results on
the characterization of the Ir ion state and on the understanding of its role in the very rich
physics of these materials.

Besides macroscopic magnetization measurements, their magnetic and electronic proper-

ties were probed by two complementary techniques: neutron and resonant X-ray scattering.

The next chapter gives a general overview of the motivation to the study of the iridates and
of the physics involved in the iridates and more specifically for the two systems that I have
studied. A brief description of the different techniques used to synthesize and characterize
the magnetic and electronic properties is provided in Chapter 2. Chapter 3 is dedicated to
the study of the two chains compounds Sr3NiPtOs and Sr3NilrOg. Finally the study of the
pyrochlore iridates will be described in Chapter 4 before concluding.
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4 Chapter 1. Introduction

In this chapter, I will first discuss the characteristics of Iridium oxides, and 5d transition
metal oxides in general, starting with the spin-orbit coupling (SOC) in order to introduce
the jor = 1/2 state. I will then discuss the effects of the SOC on the properties of the Ir
oxides compared to the 34 ones. In a second part, I will present the additional properties
characteristic of the studied compounds: the presence of magnetic frustration, the presence of

two different magnetic species and the role of the anisotropy.

1.1 Interest of Ir-based systems

For the past decades, 3d transition metal oxides (TMO) have been widely studied as they
exhibit a plethora of interesting behaviors such as metal-insulator transition, magnetic spin
orders, high-T superconductivity, colossal magnetoresistance, quantum criticality ... There is
a strong interplay between the charge, spin and orbital degrees of freedom in these systems.
Models were developed in order to understand the ingredients at the origin of these behaviors

in the strongly correlated regime, among which the well studied Hubbard model.

1.1.1 Mott physics in 3d systems

The Hubbard model incorporates hopping processes of the electrons and on-site electron-
electron correlations. In its simplest formulation without orbital degeneracy, the Hubbard

Hamiltonian writes:

H = —t ZZ(cfacjg + CioCly) + UZ”iT”ii (1.1)
ij o i

The first term corresponds to the tight-binding model, where t represents the hopping integral

and is related to the kinetic energy of the electrons hoping from one site to another. ¢! and c;,

are respectively the creation and annihilation operators and ¢ =t, | corresponds to the spin

state of the electron. The second term stands for the onsite repulsion, where U is the energy

cost of having two electrons at the same site i and n; = c:rgcig is the number counting operator.

In this model there is a competition between the kinetic term that favors a delocalization

of the electrons and the repulsion term which on the contrary forces the electron to remain
localized at their site.

This model described well the physics of systems presenting electronic band at the Fermi
level with a small bandwidth, W, which is related to the hopping parameter . Considering
a half-filled band system, i.e. a system with one electron per site, it is in a metallic state for
t = W > U and in a Mott-insulating state when t = W < U (see Fig. 1.1). Therefore a
metal-insulator transition (MIT) is observed as function of U/w.

This model allows for a good description of the 3d TMO insulating behavior as these ma-

terials present narrow bands and strong electronic correlations, i.e. they are in the U/w > 1

Emilie Lefrancois - Université Grenoble Alpes - 2016
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Figure 1.1 — Representation of the density of states of electrons in the Hubbard model for half filled
band.

limit. However for 4d or 54 TMO, the width of the band at the Fermi level is larger while
the electronic correlations are smaller due to the spacial extension of the electrons. They are
getting closer to the U/w < 1 limit and a metallic state is in principle expected.

Note that in the strongly localized limit and for exactly half-filled bands, the Hubbard
model favors an antiferromagnetic coupling between nearest neighbors. Indeed, because of
the Pauli exclusion principle, electrons can hope from one site to the neighboring one only
if the spin states are different. This model can thus be translated into an antiferromagnetic
Heisenberg model:

H=T])S;S; (1.2)
i

where in this case, the magnetic exchange between neighboring sites i and j is expressed as

J =4/u.

Despite this prediction, some 4d and 54 transition metal oxides were reported to be in-
sulators [CBM98]. This unexpected behavior has been understood by taking into account
the presence of the spin-orbit interaction, which becomes non negligible for these systems
compared to the 3d ones.

Emilie Lefrancois - Université Grenoble Alpes - 2016



6 Chapter 1. Introduction

1.1.2 Origin of the spin-orbit coupling

The spin-orbit interaction originates from a relativistic effect due to the motion of the electrons
around a positively charged nucleus. If we consider the system in the rest frame of the
electron, there is a magnetic field created by the motion of the nucleus (see Fig. 1.2). This

magnetic field obtained by a Lorentz transform is written as:

v x E
B=—— (1.3)
where v is the nucleus velocity, E = —VV(r) = — d‘é—gr) 1t represents the electric field produced

by the positively charged nucleus, and V(r) is the electrostatic potentiel due to the nucleus.
Moreover, the angular momentum of a particle is defined by L = r x p, where p = mv

corresponds to the particle momentum. The magnetic field can be written as:

gl 1dV() _ 1 1dV(r)

= 14
c? r dr mc2 v dr (1.4)

+Ze

Figure 1.2 — Sketch of a positively charged nucleus orbiting around an electron seen in the electron rest

frame.
The electron magnetic moment y = —5-¢S = —§ interacts with this magnetic field
according to:
e 1dV(r)
— _—4-B= il S-L 1.5
Ttso # (mc)2r dr (15)
For a hydrogen-like system, the electrostatic potential is given by V(r) = ;. = ZTEZ, with Z the
nucleus charge. This leads to:
U . Z€3 (1 6)
5O 8re(me)2r '

A 1/2 factor has been added in order to take into account the Thomas precession. This is a
relativistic correction that applies to the spin of an elementary particle or the rotation of a
macroscopic gyroscope and relates the angular velocity of the spin of a particle following a
curvilinear orbit to the angular velocity of the orbital motion.

Emilie Lefrancois - Université Grenoble Alpes - 2016



1.1. Interest of Ir-based systems 7

Then for an electron characterized by the quantum numbers 7 and I, we have:

273

-3
= 1.7
= S @i+ 1) 1.7)
where ag represents the Bohr radius.
Therefore the spin-orbit interaction rewrites:
3 1 74
Heo = —— 2 8.L=AS-L (1.8)

dmeg(me)2ad (1 +1)(21 +1) n3

It is important to note that the spin-orbit interaction scales with Z*/»3. Thus it increases
significantly from 3d electrons (n = 3 and Z € [22 — 30] = Z*/»* € [8 700 — 30 000]) to 5d ones
(n=>5and Z € [72 — 80] = Z*/x* € [215 000 — 328 000]).

The SOC constant, A, is thus of the same order of magnitude [0.1 — 0.7 eV] than the elec-
tronic correlations in 5d TMO.
In order to understand the effect of the spin orbit coupling, the Ir ions have then to be

considered in their charge environment.

1.1.3 The jegr = 1/2 state.

For a free Ir*" (54°) ion (spherical symmetry), all the 5d levels would be degenerate. The d
orbitals are linear combination of the |I,m;) states, where | = 2 and m; = {-2, —1, 0, 1, 2}

and are defined by:
dy = —2(122) - [2,-2)) do_p = L(2,2) +[2,-2))
iy = GRUFR) ey YR A }W -
z2 = ’
dee = —J5(12,1) = [2,-1)

According to Hund’s rules and Pauli exclusion principle, the Ir 5d electrons would fill every
d-orbital in such way that they are all singly occupied, resulting in a high spin state S = 5/2.
However for most iridates, the Ir ions are located at the center of an octahedron formed by
six oxygen ions. This results in the lifting of the 5d orbital degeneracy. Indeed the (antibond-
ing) e, orbitals are pointing in the direction of the oxygen ions and their energy is increased.
On the contrary the (bonding) t,, orbitals are pointing between the oxygen ions and their
energy is lowered (see Fig. 1.3). This is known as the crystalline electric field splitting. The
energy gap between the t,, and e, levels is denoted by 10D;, and is reported about 2-4 eV in
the iridates [Mat76]. This results in a lower spin state S = 1/2 as only the 5, states are filled.
As this energy gap between the t>; and e, states is about one order of magnitude above all

the other energy scale (U, A), we will only consider the t,; states in the following parts.

We can now consider the effect of the spin-orbit interactions Hso = AS-L on these levels,

Emilie Lefrancois - Université Grenoble Alpes - 2016



8 Chapter 1. Introduction

(z2) (x2-y?) 10D,

44

(x2) (v2) (zx)

Figure 1.3 — Schematic view of the 5d orbitals in an octahedral environment splitted by the octahedral
crystal field.

where the angular momentum L = (Ly, L, L;) and the spin momentum S act on the |t5g)
states.

The orbital momentum operator acts on the |/, m;) states according to:

Lo\lLmy) = my|l,my)
Lill,m) = I(+1) —my(my £1)|1,my)

(1.10)

where Ly = (Ly £iL,). The calculated matrix elements of (to¢|L|t2g) in the [t2g) = (|xy), |yz), |xz))

basis are:
0 i 0 0 0 —i 0 0 O
Ly=|—-i 0 Of,Ly=10 0 O |andL,=|0 0 i (1.11)
0 00 i 0 0 0 —i 0
These matrix elements are opposite to the ones that would be obtained for the |p) orbitals
(I=1) : L(tq) = —L(p). This means that the t, subspace is equivalent to the one of an
angular momentum le = —1. The |leg, m;) can be written in the d orbitals basis as:

{ 11,0) = |duy) (112)

L£1) = J5(ilde) £ |dye))

The spin-orbit eigenstates can be described by an effective total angular momentum, the
isospin jesf = leff = S. The tog states are thus split into two levels, a quadruply degenerate
Jeff = 3/2 and a doubly degenerate jor = 1/2 (see Fig. 3.32), the latter being higher in energy,

Emilie Lefrancois - Université Grenoble Alpes - 2016
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thus half occupied.

MR
)
S
I

jeff 1/2

5 \\‘éé¥¥i§;‘ﬁiiiéféfiff Fog = 3/2

Figure 1.4 — 5d level splittings by the octahedral crystal field and SOC for Ir** ions.

As a result of the SOC, the Ir valence electron states are described by js states in which
the spin and orbital degrees of freedom are entangled. These states can be expressed in the d

orbitals basis:

13,+3) )l ) ) 1 »
’%,_%> ‘dxyr¢>+i‘d\y/z£\>f|dxz,’r> } Jetf = 1/2 (1.13)
343 = Metieen )

o Méd@ e =3/ 1.14
|%,+%> Z\dxy,ﬂ—i\d\;%,@:t\dmw Jeft = °/2 (1.14)
3,-1) = Ahboidettie)

Figure 1.5 shows the density profile of a hole in the isospin up |%, %> state.

isospin up spin up, |,=0 spin down, |,=1

Figure 1.5 — Density profile of a hole in the isospin up state. It is a superposition of a spin up hole
density in |xy)-orbital, I, = 0 (middle), and spin down one in (|yz) + i|xz)) state, I, = 1 (right).
From [JK09].
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10 Chapter 1. Introduction

1.1.4 New physics in iridates

Resulting from the octahedral CEF and the SOC in iridium oxides, the band at the Fermi
level is no longer a wide band that cannot be split by the weak electronic correlations but
is a jegf = 1/2 band whose effective bandwidth is largely reduced. Therefore even relatively
weak electronic correlations can open a gap and create a SOC induced Mott insulating state
(see Fig. 1.6). This allows to explain qualitatively the insulating properties reported in some

iridates.

U1 AB ; -12UHB

u _____
D t,, band S = 1/2 Mott ground state )\SOL i —J,;;=1/2 LHB
Jogr=3/2 band

wide ¢,,~band Metal Jr=1/2 band Jogr=1/2 Mott ground state

AsdF

] ;4= 3/2 band

J ;s band split due to SO

Figure 1.6 — Schematic energy diagrams for the 5d° (t,°) configuration without SOC and U (left),
with an unrealistically large U but no SOC (middle - top), with SOC but no U (middle - bottom), and
(d) with SOC and U (right). Possible optical transitions A and B are indicated by the arrows. Adapted
from [K]M08]

The Hubbard model described in the section 1.1.1 must be completed in order to take into

account the SOC for the iridates. The Hamiltonian becomes:

H=—t ZZ(C?UC]'U + Ciac}-a) +A ZSZ' -L; + UZ”iT”zi (1.15)
i

ij o i

This model is not exactly solvable, but a schematic phase diagram can be drawn in terms
of relative strength of the interaction U/t and SOC #/+. The left part of Figure 1.7 corresponds
to the conventional TMO (weak SOC), for which a metal insulator transition is observed upon
increasing electronic correlations. The right part is related to materials with stronger SOC.
In the weakly correlated regime, U/t < 1, topological insulator and semimetal phases are ex-
pected. With increasing electronic correlations, i.e. for comparable electronic correlations and

SOC energy scales, the systems are entering a spin-orbit induced Mott insulating phase.

It is also interesting to look at the magnetism in this regime. Indeed, the magnetic prop-
erties are no longer described with pure spin but with an admixture of spatially anisotropic
orbitals. Therefore the magnetic interactions are predicted to strongly depend on the lattice
and bonding geometries [JK09]. Two cases can be distinguished: the corner sharing octahedra

Emilie Lefrancois - Université Grenoble Alpes - 2016



1.1. Interest of Ir-based systems 11

Spin liquid Quadrupolar

Mott
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Mott insulator
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\J

Alt

Figure 1.7 — Sketch of a generic phase diagram for electronic materials in terms of the interaction
strength U/t and spin-orbit coupling A/t. From [WKCKB14]

leading to 180° Ir-O-Ir bonds and the edge sharing tetrahedra resulting in 90° Ir-O-Ir bonds
(see Fig. 1.8).

In the 180° geometry, only two orbitals are active on a given bond. The exchange Hamil-

tonian interaction (reported in [KhaO5]) is expressed as:

H = 2(]151--5]-+]2(Si-ri]-)(r,-]--5j)) (1.16)
ij
where S denotes the isospin 1/2 operator and r;; is the unit vector along the ij bond. The first
term corresponds to an Heisenberg interaction while the second is a dipolar-like interaction
and is anisotropic. Its magnitude depends on the ratio of the Hund’s exchange and the
Coulomb repulsion, /u/u.

In the 90° geometry, there are also only two orbitals active on a bond in a given plane.
However, two possible exchange paths are possible, via the upper or lower oxygen. As a
result, the exchange interaction is given by:

(v) _ Y. QY
Hi]’ = _]Zilsi '5]' (1.17)

where v = (x,y,z) is defined as the vector perpendicular to the Ir-O-Ir plane. This model is
a quantum analog of the compass model, that describes the physical properties of materials
with orbital degrees of freedom. It was first encountered in 1982 by Kugel and Khomskii
[KK82] but received a lot of attention only in the last decades [TN00, vdB04, Kha05, NvdB15].
Moreover, for a honeycomb lattice, it corresponds to the Kitaev model [Kit06, JK09]. This is a
model of spin 1/2 on a honeycomb lattice with highly anisotropic magnetic couplings between
nearest neighbors which is completely solvable and leads to a spin liquid ground state. It
presents two main characteristics: it can be reduced to a problem of non-interacting Majorana

fermions and it has a topological order. Schematic representation of the realization of this
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Xz P, Xz

o o pZ

Figure 1.8 — Two possible geometries of a TM-O-TM bond with corresponding orbitals active along
these bonds. The large (small) dots stand for the transition metal (oxygen) ions. (a) A 180°-bond formed
by corner shared octahedra and (b) a 90°-bond formed by edge-shared octahedra. From [JK09].

model are drawn Figure 1.9.

The realization of such exotic electronic and magnetic phases was reported or predicted in

several iridate compounds.

As an illustration, I will briefly recall the properties of the perovskite iridate SrpIrOj.
Its structure is made of corner-sharing IrOg octahedra sandwiched between layers of Sr. A
behavior similar to its 4d analogue SrpRuO4, which is a Fermi liquid [KYK™06], was expected.
However, transport properties evidenced an insulating behavior [CBM 98] and susceptibility
measurements showed the presence of a ferromagnetic (FM) transition at 240 K [CSHT94].
Its magnetic structure is a (ab)-plane canted antiferromagnetic (AFM) structure [KOK™09]. A
puzzling result is that the expected "weak" ferromagnetism is actually found to be related to
a quite large FM moment [CBM 798].

The insulating behavior was explained by the presence of the large SOC of the Ir ions
which allows the relatively weak electronic correlations to open a gap in the js¢ = 1/2 band
and to create a SOC induced Mott insulating phase. The presence of anisotropic magnetic
interactions induced by the je¢ = 1/2 state of the Ir ions explained the unusual magnetic
properties. It was found that the system can be modeled by Heisenberg interactions and
Ising-like Kitaev interactions [JK09]:

7_[1(]7) = IiS;-S; — ]KS?‘S? (1.18)
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Figure 1.9 — Examples of structural units formed by 90° Ir-O-Ir bonds and corresponding spin-
coupling patterns. Gray circles stand for the Ir ions and small open circles for the oxygen sites. (a)
Realization of a quantum compass model on a triangular lattice. (b) Realization of the Kitaev model on
a honeycomb lattice. From [JK09].

Moreover, it was recently predicted that electron- and hole-doped SryIrO4 could exhibit
superconducting properties [SKYK15].

Another interesting family of compounds are the three-dimensional honeycomb iridates
LiIrOs. It was first thought that the 2D-Li>IrO3 could realize the Kitaev model and its spin
liquid ground state. However it was found to order [LBY"11, YCC"12, CCK"12, GCS*13]
due to crystal distortions and further neighbor interactions [KY11, RK14, KNY"14, YNK ™14,
SPWP14]. Nevertheless, in 2013, 3-dimensional phases of these compounds were discovered:
the hyperhoneycomb B-LirIrO3; and the stripyhoneycomb -LirIrO3. There were first thought
to be an experimental realization of the Kitaev model. However it has been later shown that
these two compounds exhibits long range order [BJC*14, BJK*14].

Finally, another interesting family of compounds that I have been studying during this
PhD, is the pyrochlore iridates RyIrpO; with R a rare-earth element. These compounds ex-
hibit a metal-insulator transition upon cooling. The temperature of this transition has been
found to depend on the rare-earth element. It decreases for increasing rare-earth ionic ra-
dius [MWHT11]. Theoretical works predict that this is due to the rare-earth ionic size that
affects the effective bandwidth of the jei = 1/2 conduction band and thus the metal-insulator
transition [PB10]. Resulting from the strong SOC and moderate electronic correlations, novel
correlated topological phases have been predicted at the condition that the Ir sublattice orders
in the so-called all-in/all-out magnetic configuration (on each tetrahedra, all the spin are ei-
ther pointing inward or outward its center): Z, topological insulator [PB10], Weyl semimetal
[Balll, WKK12, WKGK13, MCU"15], axion insulator [WTVS11, GWK]J"12] and topological
Mott insulator [WKCK10, KWF11, KYI11, IYK14].
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1.2 The RyIr,O7 and Sr3NilrOg systems

I will now briefly introduce the two systems that I have been studying during my PhD (a
more developed introduction can be found in the introduction of chapters 3 and 4) and the

specificities related to these systems.

1.2.1 Magnetic frustration

The RyIr,O7 and Sr3NilrOg compounds both present lattices with geometry that can induce
magnetic frustration.

Frustration in condensed matter physics can be defined as the impossibility to simultane-

ously satisfy all the interactions.

This concept was first introduced in spin glasses by G. Toulouse in 1977 [Tou77]. Usually

two origins for magnetic frustration can be distinguished:

— the presence of competing interactions. As an example, we consider a square lattice with
Ising spins interactions with ferromagnetic nearest neighbor interaction and antiferro-
magnetic next nearest neighbor interaction, respectively designated by J; and ], of same
magnitude. In this case, all the interactions cannot be satisfied at once. Figure 1.10 shows
two different configurations satisfying 4 interactions out of 6. In all cases, a minimum

of two interactions cannot be satisfied.

4 I
7 7
N / N /
N / N /
\>/ — Ji-FM \>
s N\ — — J2-AFM s N
t/ A ’ N
N \
v

Figure 1.10 — Example of frustration due to competing interactions: Ising spins on a square lattice with
FM and AFM first (continuous blue line) and second (purple dashed line) nearest neighbor interactions.

— the geometry of the lattice. As a typical example, considering antiferromagnetically cou-
pled Ising spins on a triangular lattice (see left part of Fig. 1.11), only two interactions
out of three can be satisfied at once. However if XY or Heisenberg spins are considered,
a solution can be found, with spins at 120° (see right part of Fig. 1.11). For XY spins, the
ground state is then doubly degenerated (in addition to a global rotation). In the case of
an extended triangular lattice, the arrangement on one triangle will determine the spin
arrangements on the whole lattice and a non-colinear magnetic order is reached at T =
0.
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]
FM AFM AFV \FM AFV AFM
~_ ~_

AFM AFM AFM

A

Figure 1.11 — Example of frustration due to the lattice geometry: Ising (left) and XY or Heisenberg
(middle and right) spins on a triangular lattice with AFM nearest neighbor interactions.

These examples allow to underline two particularities related to magnetic frustration. First,
the influence of the frustrated magnetic interactions and lattice geometry on the ground state
properties also depends on the spin interaction symmetry (Ising, XY or Heisenberg). The
second particularity is that magnetic frustration usually leads to a degeneracy of the ground
state. Indeed, as seen from the previous examples, there are several possibilities to satisfy

most interactions, leading to multiple spin configurations with the same energy.

Coming back to our compounds, Sr3NilrOg presents chains of alternating magnetic ions
(Ni?T and Ir*") arranged on a triangular lattice. Thus depending on the magnetic interaction

and on the spin dimensionality, it can be prone to magnetic frustration as discussed above.

The RyIr,O7 compounds present two interpenetrating pyrochlore lattices, i.e. lattices made
of corner sharing tetrahedra. Similarly to the triangular lattice, depending on both the spin

dimensionality and the magnetic interactions, magnetic frustration can be at play.

A famous example is the case of Ising spins (spin with an easy axis parallel to their local
(111) direction) with ferromagnetic nearest neighbor interactions. This leads to the spin-ice
state [BGO1], in which two spins are pointing inward and two spin are pointing outward the
center of each tetrahedra (see left part of Fig. 1.12).

On the contrary, for antiferromagnetic interactions, the system is less frustrated and an
all-in/all-out magnetic order, i.e. all the spins pointing either inward or outward from the
center of each tetrahedra, will be stabilized (see right part of Fig. 1.12).

Now considering XY spins (spin with an easy plane anisotropy perpendicular to their local
(111) direction), ferromagnetic interactions are predicted to lead to a long range ordered phase
while antiferromagnetic ones should enhance frustration and lead to a disordered phase or an
exotic order stabilized by additional mechanisms (dipolar interactions, order-by-disorder, ...).
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FM AFM

Figure 1.12 — Examples of magnetic configuration for Ising spins on a tetrahedron for ferromagnetic
(left) and antiferromagnetic (right) nearest neighbors interactions.

1.2.2 Anisotropy: a key ingredient

In the previous section, the dimensionality of the spin system was mentioned. This is a
direct consequence of the magnetocrystalline anisotropy, i.e. the effect of the local charge
environment on the valence electrons of the considered ions.

This has been rapidly mentioned in the first part, where we discussed the effect of the
octahedral oxygen environment of the Ir** ions. In this case, we saw that an octahedral
environment lifts the d levels into two group called the e, and t,; orbitals. The shape of the
orbitals involved in the different levels being different, this will induce anisotropic properties.

In order to understand the properties of a compound it will then be important to properly
characterize its local magnetocrystalline anisotropy, as well as the valence electron wavefunc-
tions.

Moreover, in the case of the Ir*t ions, we saw that the Jeff = 1/2 state consists of an
admixture of different orbital and spin states. Therefore strongly anisotropic behaviors are
also to be expected for the magnetic interactions.

1.2.3 Systems of mixed spin

Both these compounds present two magnetic sites occupied by two distinct ions: Ni?* and Ir**
for Sr3NilrOg and rare-earth R3* and Ir** for the pyrochlore iridates. The interplay between
these magnetic ions, which display different properties, increases the richness of the physics
in these compounds.

However, this will also complicate the interpretation of their bulk physical properties as it
requires to understand the role played by each magnetic element individually and to under-
stand the coupling between them.

A way of probing the properties of each element is to use complementary techniques
which are mainly sensitive to only one of the elements. This is developed in the following
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1.3. Probing iridates with complementary techniques 17

section.

1.3 Probing iridates with complementary techniques

The two systems have been studied using different techniques: macroscopic measurements
(magnetometry), neutron scattering and resonant X-ray scattering. Each one of these tech-
niques provide complementary information on the physical properties. Details on the differ-

ent techniques are given in chapter 2.

The magnetization measurements give very useful information at the macroscopic level
(phase transition, spin dynamics, ...). It is impossible to separate the contributions of the dif-
ferent ions from these measurements. However, if single crystals are measured, invaluable

information on the magnetocrystalline anisotropy can be obtained.

Neutron scattering is a powerful tool in order to study the static and dynamical properties
of condensed matter, especially the magnetic properties. However, iridium ions displaying
weak magnetic moments in most iridates, it might be difficult to probe the Ir magnetism
alone using neutron scattering experiments. This is especially the case for the pyrochlore iri-
dates. Nevertheless the magnetism of the other magnetic ions as well as the effects of the
Iridium magnetism on these elements can be probed. Thus neutron scattering will provide
information on the Ni?* and Ir*" in the chains and on the R*" ions in the pyrochlores, as well

as on the coupling between these two ions and the Ir** ions.

Resonant X-ray scattering allows to choose the chemical element that will be probed de-
pending on the incoming X-ray energy. The latter will be fixed at a resonance edge of the
chosen element. In this study, we have worked at the Ir L3 resonance edge, therefore the mea-
surements were only sensitive to the Ir ions. Using this technique, we were able to go further
in the understanding of the Ir properties and to achieve a coherent picture of the whole system

in agreement with the neutron results.

In summary, using the combination of these three techniques, we were able to probe the
physical properties of the whole system and also the properties of each magnetic elements
together with its coupling with the other element. This study is therefore a nice example of

the complementary of different techniques which are often put in competition with each other.

In this chapter, I gave an overview of the motivations for studying iridium oxides and I
briefly described the physical properties related to the iridates and to the two compounds that

will be presented in this manuscript.

Emilie Lefrancois - Université Grenoble Alpes - 2016



18 Bibliography

Bibliography
[Balll] L. Balents. Viewpoint: Weyl electrons kiss. Physics, 4, 2011.

[BGO1] Steven T. Bramwell and Michel J. P. Gingras. Spin ice state in frustrated magnetic py-
rochlore materials. Science, 294(5546):1495-1501, 2001.

[BJC"14] A. Biffin, R. D. Johnson, Sungkyun Choi, F. Freund, S. Manni, A. Bombardi, P. Manuel,
P. Gegenwart, and R. Coldea. Unconventional magnetic order on the hyperhoneycomb
Kitaev lattice in B-LipIrOs: Full solution via magnetic resonant x-ray diffraction. Phys.
Rev. B, 90:205116, Nov 2014.

[BJK*14] A. Biffin, R. D. Johnson, I. Kimchi, R. Morris, A. Bombardi, J. G. Analytis, A. Vishwanath,
and R. Coldea. Noncoplanar and Counterrotating Incommensurate Magnetic Order Sta-
bilized by Kitaev Interactions in -LipIrO3. Phys. Rev. Lett., 113:197201, Nov 2014.

[CBM198] G. Cao, J. Bolivar, S. McCall, J. E. Crow, and R. P. Guertin. Weak ferromagnetism, metal-
&
to-nonmetal transition, and negative differential resistivity in single-crystal SryIrOy4. Phys.
Rev. B, 57:R11039-R11042, May 1998.

[CCKT12] S. K. Choi, R. Coldea, A. N. Kolmogorov, T. Lancaster, 1. I. Mazin, S. J. Blundell, P. G.
Radaelli, Yogesh Singh, P. Gegenwart, K. R. Choi, S.-W. Cheong, P. J. Baker, C. Stock, and
J. Taylor. Spin Waves and Revised Crystal Structure of Honeycomb Iridate NayIrOs. Phys.
Rev. Lett., 108:127204, Mar 2012.

[CSH*94] M. K. Crawford, M. A. Subramanian, R. L. Harlow, J. A. Fernandez-Baca, Z. R. Wang, and
g
D. C. Johnston. Structural and magnetic studies of SrpIrO4. Phys. Rev. B, 49:9198-9201,
Apr 1994.

[GCST13] H. Gretarsson, J. P. Clancy, Yogesh Singh, P. Gegenwart, J. P. Hill, Jungho Kim, M. H.
Upton, A. H. Said, D. Casa, T. Gog, and Young-June Kim. Magnetic excitation spectrum
of NayIrO3z probed with resonant inelastic x-ray scattering. Phys. Rev. B, 87:220407, Jun
2013.

[GWK]*12] Ara Go, William Witczak-Krempa, Gun Sang Jeon, Kwon Park, and Yong Baek Kim.
Correlation effects on 3d topological phases: From bulk to boundary. Phys. Rev. Lett.,
109:066401, Aug 2012.

[IYK14] Masatoshi Imada, Youhei Yamaji, and Moyuru Kurita. Electron correlation effects on
topological phases. Journal of the Physical Society of Japan, 83(6):061017, 2014.

[JK09] G. Jackeli and G. Khaliullin. Mott Insulators in the Strong Spin-Orbit Coupling Limit:
From Heisenberg to a Quantum Compass and Kitaev Models. Phys. Rev. Lett., 102:017205,
2009.

[KhaO5] Giniyat Khaliullin. Orbital order and fluctuations in mott insulators. Progress of Theoretical
Physics Supplement, 160:155-202, 2005.

[Kit06] Alexei Kitaev. Anyons in an exactly solved model and beyond. Annals of Physics, 321(1):2
— 111, 2006. January Special Issue.

Emilie Lefrancois - Université Grenoble Alpes - 2016



Bibliography 19

. J. Kim, Hosub Jin, S. J. Moon, J.-Y. Kim, B.-G. Park, C. S. Leem, Jaejun Yu, T. W. Noh,

[KJM*08] B.]J. Kim, Hosub Jin, S. J. M J.-Y. Kim, B.-G. Park, C. S. L Jaejun Yu, T. W. Noh
C. Kim, S.-J. Oh, J.-H. Park, V. Durairaj, G. Cao, and E. Rotenberg. Novel Jo¢ = 1/2 Mott
State Induced by Relativistic Spin-Orbit Coupling in SroIrO4. Phys. Rev. Lett., 101:076402,
2008.

[KK82] K. I. Kugel and D. I. Khomskii. The jahn-teller effect and magnetism: transition metal
compounds. Sov. Phys. Uspekhi, 25:231-256, 1982.

[KNYT14] Vamshi M Katukuri, S Nishimoto, V Yushankhai, A Stoyanova, H Kandpal, Sungkyun
Choi, R Coldea, I Rousochatzakis, L. Hozoi, and Jeroen van den Brink. Kitaev interactions
between j = 1/2 moments in honeycomb NayIrO; are large and ferromagnetic: insights
from ab initio quantum chemistry calculations. New Journal of Physics, 16(1):013056, 2014.

[KOKT09] B.]J. Kim, H. Ohsumi, T. Komesu, S. Sakai, T. Morita, H. Takagi, and T. Arima. Phase-
g
Sensitive Observation of a Spin-Orbital Mott State in SrpIrO,. Science, 323(5919):1329-
1332, 2009.

[KWF11] Mehdi Kargarian, Jun Wen, and Gregory A. Fiete. Competing exotic topological insulator
phases in transition-metal oxides on the pyrochlore lattice with distortion. Phys. Rev. B,
83:165112, Apr 2011.

[KY11] Itamar Kimchi and Yi-Zhuang You. Kitaev-Heisenberg-J,-/3 model for the iridates
ApIrOs. Phys. Rev. B, 84:180407, Nov 2011.

[KYI11] Moyuru Kurita, Youhei Yamaji, and Masatoshi Imada. Topological insulators from spon-
taneous symmetry breaking induced by electron correlation on pyrochlore lattices. Journal
of the Physical Society of Japan, 80(4):044708, 2011.

. J. Kim, Jaejun Yu, H. Koh, I. Nagai, S. I. Ikeda, S.-J. Oh, and C. Kim. Missing xy-Ban

[KYK"06] B.].Kim, Jaejun Yu, H. Koh, I. Nagai, S. I. Ikeda, S.-J. Oh, and C. Kim. Missing xy-Band
Fermi Surface in 4d Transition-Metal Oxide SroRhOy: Effect of the Octahedra Rotation on
the Electronic Structure. Phys. Rev. Lett., 97:106401, Sep 2006.

[LBY"11] X. Liu, T. Berlijn, W.-G. Yin, W. Ku, A. Tsvelik, Young-June Kim, H. Gretarsson, Yogesh
Singh, P. Gegenwart, and ]. P. Hill. Long-range magnetic ordering in NaIrOs. Phys. Rev.
B, 83:220403, Jun 2011.

[Mat76] L. E Mattheiss. Electronic structure of RuO,, OsOy, and IrO,. Phys. Rev. B, 13:2433-2450,
Mar 1976.

[MCU™*15] Eric Yue Ma, Yong-Tao Cui, Kentaro Ueda, Shujie Tang, Kai Chen, Nobumichi Tamura,
g J g
Phillip M. Wu, Jun Fujioka, Yoshinori Tokura, and Zhi-Xun Shen. Mobile metallic domain
walls in an all-in-all-out magnetic insulator. Science, 350(6260):538-541, 2015.

[MWHT11] Kazuyuki Matsuhira, Makoto Wakeshima, Yukio Hinatsu, and Seishi Takagi. Metal-
Insulator Transitions in Pyrochlore Oxides LnyIryOy. |. Phys. Soc. Jpn, 80(9):094701, 2011.

[NvdB15] Zohar Nussinov and Jeroen van den Brink. Compass models: Theory and physical moti-
vations. Rev. Mod. Phys., 87:1-59, Jan 2015.

[PB10] Dmytro Pesin and Leon Balents. Mott physics and band topology in materials with strong
spin-orbit interaction. Nature Physics, 6:376-381, 2010.

Emilie Lefrancois - Université Grenoble Alpes - 2016



20 Bibliography

[RK14] J. G. Rau and H.-Y. Kee. Trigonal distortion in the honeycomb iridates: Proximity of
zigzag and spiral phases in NapIrO3. ArXiv e-prints, August 2014.

[SKYK15] R. Schaffer, E. Kin-Ho Lee, B.-J. Yang, and Y. B. Kim. Recent progress on correlated
electron systems with strong spin-orbit coupling. ArXiv e-prints, December 2015.

[SPWP14] Yuriy Sizyuk, Craig Price, Peter Wolfle, and Natalia B. Perkins. Importance of anisotropic
exchange interactions in honeycomb iridates: Minimal model for zigzag antiferromag-
netic order in NayIrOs. Phys. Rev. B, 90:155126, Oct 2014.

[TNOO] Y. Tokura and N. Nagaosa. Orbital physics in transition-metal oxides. Science,
288(5465):462-468, 2000.

[Tou77] G. Toulouse. Theory on the frustration effect in spin glasses : I. Communications on Physics,
2:115, 1977.

[vdB04] Jeroen van den Brink. Orbital-only models: ordering and excitations. New Journal of
Physics, 6(1):201, 2004.

[WKCK10] William Witczak-Krempa, Ting Pong Choy, and Yong Baek Kim. Gauge field fluctuations
in three-dimensional topological mott insulators. Phys. Rev. B, 82:165122, Oct 2010.

[WKCKB14] William Witczak-Krempa, Gang Chen, Yong Baek Kim, and Leon Balents. Correlated
P ) )
quantum phenomena in the strong spin-orbit regime. Annu. Rev. Condens. Matter Phys.,
5(1):57-82, 2014.

[WKGK13] William Witczak-Krempa, Ara Go, and Yong Baek Kim. Pyrochlore electrons under pres-
sure, heat, and field: Shedding light on the iridates. Phys. Rev. B, 87:155101, Apr 2013.

[WKK12] William Witczak-Krempa and Yong Baek Kim. Topological and magnetic phases of inter-
acting electrons in the pyrochlore iridates. Phys. Rev. B, 85:045124, 2012.

[WTVS11] Xiangang Wan, Ari M. Turner, Ashvin Vishwanath, and Sergey Y. Savrasov. Topological
semimetal and fermi-arc surface states in the electronic structure of pyrochlore iridates.
Phys. Rev. B, 83:205101, May 2011.

[YCC'12] Feng Ye, Songxue Chi, Huibo Cao, Bryan C. Chakoumakos, Jaime A. Fernandez-Baca,
Radu Custelcean, T. E Qi, O. B. Korneta, and G. Cao. Direct evidence of a zigzag spin-
chain structure in the honeycomb lattice: A neutron and x-ray diffraction investigation of
single-crystal NayIrOs. Phys. Rev. B, 85:180403, May 2012.

[YNK*14] Youhei Yamaji, Yusuke Nomura, Moyuru Kurita, Ryotaro Arita, and Masatoshi Imada.
First-Principles Study of the Honeycomb-Lattice Iridates NayIrO3 in the Presence of
Strong Spin-Orbit Interaction and Electron Correlations. Phys. Rev. Lett., 113:107201, Sep
2014.

Emilie Lefrancois - Université Grenoble Alpes - 2016



Chapter 2

Experimental techniques

Contents

21 Samplesynthesis . . .. ... .. ... e e 23
2.1.1 Synthesis techniques . . . . ... ... ... .. L L L oL 23
2.1.1.1 Solid statereaction . . . .. ... ... L oL 23

2112 Fluxmethod ... .. ... ... ........ .. .. ... .. .. 24

2.1.1.3 Mineralization process . . . ... ... ... .. ... ... ... 24

2.1.2 Synthesis of the Sr3NiMOg compounds . . . . . ... ... .. .. ... 25
2.1.3 Synthesis of the RyIroO7 compounds . . . .. ... ... ... ..... 26

2.2 SQUID magnetometers . . ... ... ... ...ttt ninneeenn. 29
23 Neutronscattering . . . . .. ... ... L L L e e 31
231 Generalities . . ... ... .. ... L L 31
2311 General properties . . . . . ... ... o oL 31

2.3.1.2 Production of neutrons . . . . ... ... ... ... .. ... 31

2.3.1.3 Scattering crosssection . . . . ... ... . L Lo 32

2.3.2 Elastic coherent neutron scattering . . . ... ..... .. ... ...... 36
2.3.3 Inelastic coherent neutron scattering . . . . . ... ... ... ... ... 37
2.34 Polarized neutron scattering . . . .. ... ... ... . L. 37
2.3.5 Instruments for neutron scattering experiments . . . .. ... ... ... 39
2.3.5.1 Powder diffractometers . . . .. ... ... ... ... .. 39

2.3.5.2 Time-of-flight spectrometers . . . . . ... ............ 41

24 Resonant X-ray Scattering . . . . . .. .. ... . i oo i e 42
241 Generalities on synchrotron X-ray . .. ... ... ............. 42
242 Resonant X-ray scattering . . . . ... ... ... ... ... L. 43
2.42.1 What is Resonant X-ray scattering ?. . . . ... ......... 43

2.42.2 Features and limitations of Resonant X-ray scattering . . . . . 44

2.4.2.3 Resonant X-ray scattering cross section . . . . . ... ... ... 45

Emilie Lefrancois - Université Grenoble Alpes - 2016



22 Chapter 2. Experimental techniques

2.4.3 Instrument for Resonant X-ray scattering . . . . ... ... ........ 47
2431 REXS .. ... . 47

2432 RIXS ... ... 49
Bibliography . . . . . . . . i e e e 50

Emilie Lefrancois - Université Grenoble Alpes - 2016



2.1. Sample synthesis 23

In this chapter I will give details on the different experimental techniques used during my PhD.
I will start with sample preparation. Then I will describe the magnetometry measurements that were
used to determine the magnetic properties of the compounds. I will finish by experiments performed
at large scale facilities: neutron and synchrotron X-ray scattering, beginning by a general reminder
on both neutron and X-ray scattering and then going into the details of the specific techniques and
instruments I have used during my PhD work.

2.1 Sample synthesis

Two families of compounds have been studied as part of this work: Sr3NiMOg with M = Pt or Ir and
RyIr,O7 with R =Y, Tb, Er, Dy, Ho, Yb, Gd. For the first family, both polycrystalline and single crys-
tals have been synthesized. The solid state reaction and flux method have been used to synthesize
respectively the powder samples and the single crystals. Concerning the second family of compounds:
all measurements have been performed on polycrystalline samples. I will describe the different tech-
niques used in order to produce high quality samples. We have also tried to synthesized single crystal
of the pyrochlore but did not succeed to grow large enough sample for measurements. I will give some
details on the technique used and the challenge that represents the synthesis of this compounds.

All the synthesis were performed with the collaboration of Pascal Lejay, Abdel Hadj-Azzem and
Joél Balay at the Institut Néel

2.1.1 Synthesis techniques

2.1.1.1 Solid state reaction

The solid state reaction is the most widely used method to prepare polycrystalline samples. For this
method, the solid materials are mixed in an agate mortier and pestle until a homogeneous mix is
obtained. The mixed reagents are then pressed into a pellet using a hydrostatic press. This pellet is
placed into a crucible to be heated in a furnace up to high temperature. The heat treatment is usually
performed in several stages with intermediate grinding in order to ensure the homogeneity of the mix.

Several parameters need to be carefully considered for a successful solid state reaction:

— the starting reagents need to be very pure and put in the exact stoichiometric proportion other-
wise parasite phases could be synthesized at the same time

— the reagents need to be well ground into a fine powder and well mixed in order to maximize the
surface area and thus insure an efficient reaction

- depending on the reagents, specific crucibles and/or environment are required. Indeed the
crucible has to be chemically inert to the reactants under the heating conditions used. The most
used materials for crucibles are ceramic (silica, alumina, zirconia, ...) and precious metals (Pt,
Au, Ag, ...). The atmosphere will also affect the reaction. In order to form compounds with an
element having an higher oxidation state, oxidizing gas (air, O;) might be used. On the contrary
to form a low oxidation state, reducing gas (H,/Air, CO/CO,) will be used and finally noble
gases (usually Ar) are used to prevent a change of the oxidation state.

— the temperature at which the reagents are heated needs to be carefully chosen depending on the
phase stability diagram of the desired phase.
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2.1.1.2 Flux method

The flux method is a technique which is mostly used to produce single crystal of materials presenting
an incongruent melting. This corresponds to the situation when cooling the desired liquid phase will
give two different solid phases with stoichiometry differing from the melt (see Fig. 2.1).

/ ALY Congruent
..22°q
Al;Y non congruent V2 e
1400 Tt
Liquide (L)
o 1200
v [1088 ., 1007
5 ~58
s
© 1000 985°C o
[ 860°C
& 660.452° ~®
E
v
T 800 o 3
2 = (oY)
s00d ~2 sec | -
e
[~—(A1) < =
& <
400 ; T T T T T T
10 20 30 40 50 B a4 80 90 100
Al Atomic Percent Yttrium Y

Figure 2.1 — Binary phase diagram of the Al-Y mix. The red arrows show what happens when cooling
the non-congruent AlzY and the congruent AlyY alloys

For this method the solid materials are dissolved in a flux reagent, which is solid at room temper-
ature but presents a melting point below the one of the desired phase. Upon heating the mix above
the flux melting point, the materials dissolve into the liquid flux. At this point the flux-solid solution
is supersaturated and a nucleation process of the desired material begins. Then, the solution is slowly
cooled down, leading to a slow increase of the supersaturation of the flux-solid solution and thus to an
increase of the nucleated crystal size. The choice of the maximum temperature and the speed at which
the temperature is cooled down will strongly affect the efficiency of this method and thus the size of
the single crystals.

The flux has to be carefully chosen depending on its melting temperature and on the desired phase
melting temperature. The flux can either be a different material or one of the starting material itself. In
the second case the method is called the self-flux method.

Also one can choose to start with the desired phase which has been previously synthesized as a
powder or to start directly with the different reagents mixed in the correct stoichiometry similarly to
the solid state reaction.

At the end of the reaction, the main difficulty is to separate the crystals from the flux. Usually the
solution is mixed into a base or acid solution which dissolves only the flux. For some fluxes, water or
alcohol can also simply be used.

2.1.1.3 Mineralization process

The mineralization process is another method to synthesize polycrystalline samples. This method can
be seen as an intermediate technique between the solid state reaction and the flux method.

The solid starting reagents are first ground and mixed together, then a small amount of a flux
material is added to the mix. This final preparation is then pressed into a pellet and placed into a
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crucible to be heated up to a temperature just above the flux melting point. The temperature treatment
is then similar to the one used for solid state reaction. In this case the flux will enhance the reaction
as it will favor the diffusion of the reagents inside the pellet. Besides, the amount of flux agent used
being very small compared to the one used for the flux method, it is much easier to clean the solution
in order to obtain the desired phase.

2.1.2 Synthesis of the SrsNiMOg compounds

Powder samples

The polycrystalline samples of Sr3NiPtOg and Sr3NilrOg have been synthesized using the solid state
reaction method based on the following reaction:

3 S5rCO;3; + NiO + Pt/Ir — Sr3Ni(Pt/Ir)Og¢ 2.1)

The synthesis were performed inside an alumina crucible in the air atmosphere environment, with
the following heat treatment:

1050°C
1000°C.

900°C 70
48"

725 + 96H + 724

800°C.~
24H

At each of these steps the pellets were ground and X-ray diffraction performed to check the evolu-
tion of the synthesis.

Single crystals

The single crystals were grown using the flux method. The starting reagents were mixed together
with a K;COs flux. The mixture was then put into an alumina (Al,O3) crucible. The heat treatment,
illustrated in Fig. 2.2, was then applied in air.

1 050°C
—> 6°C/H
72H
60°C/H 880°C
Room temperature Room temperature

Figure 2.2 — Heat treatment applied for the synthesis of the SraNiMOg compounds using the flux
process.

Single crystals with sizes up to 1 mm in width and 0.3 mm of height were obtained (see Fig. 2.3).
These were first characterized using X-ray diffraction on powder made of crushed single crystals. This
allows to check that the right phase was produced without the presence of impurities. Then Energy
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Dispersive X-ray (EDX) spectroscopy using a Scanning Electron Miscroscope (SEM) was performed on
several single crystals. This technique allows to quantify the relative amount of the different chemical
species in the sample. Last, Laue diffraction measurements were made in order to ensure that the

crystals present a unique crystalline domain (see Fig. 2.4).

Miad e ™ SNV

s

Figure 2.3 — Single crystals of Sr3NiPtOg (left) and SraNilrOg (right).

Figure 2.4 — Laue diffraction pattern of Sr3NiPtOg realized with the incident X-ray beam aligned along
the chain axis (c axis).

2.1.3 Synthesis of the RyIr,O; compounds

Powder samples

For the pyrochlore iridates several methods have been used to synthesize the polycrystalline samples.

1. Solid state reaction
This is the first method used for the synthesis of the pyrochlore compounds with the following
rare-earth elements: Y, Er and Tb. The chemical reaction is:

RyO3 4+ 2 [rOy — Ryl Oy (2.2)

The synthesis were performed into an alumina crucible in the atmosphere environment, with the

following heat treatment:
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This method was efficient for the synthesis of Y>Ir,O;. However, we were unable to synthesize
the pure phase of the other pyrochlore compounds. A large weight fraction of rare-earth oxide
impurities (between 30 and 40 %) was present in the final product. This is related to the fact that
the iridium oxide evaporates during the reaction, thus the reaction stoichiometry was changed.
We have tried to change the reaction stoichiometry by increasing the amount of iridium oxide,
up to 2:2.2:7 instead of 2:2:7, in order to overcome its evaporation. This allowed to decrease the
proportion of rare earth oxide impurities only down to ~ 10 %.

2. Flux method

Polycrystalline sample were also synthesized using the flux method. The starting reagents were
mixed together with a KF flux. KF reacts with water to produce HF which is an extremely
corrosive acid. Therefore KF had to be manipulated into a glove box with a purged environment
dedicated to the preparation of KF-based samples. The mixture was then put into an sealed
Platinum crucible in order to avoid the presence of air inside the crucible. The heat treatment
illustrated in Fig. 2.5 was then applied.

1110°C
—> 0.8°C/H
10H
100°C/H 850°C
Room temperature Room temperature

Figure 2.5 — Heat treatment applied for the synthesis of the RyIr,O7 compounds using the flux process.

Using this method, we were able to produce much better quality polycrystalline samples than
using the solid state reaction method with only 1-2 % of rare-earth oxides impurities.

However, this technique presents a few drawbacks:
— KF is extremely unstable in air and form a highly corrosive acid.

— The volume of the sealed Pt crucible was relatively small, allowing to synthesize only up
to 0.5 g of sample per synthesis.

— The synthesis is slow as the heat treatment is long (~ 14 days)

Taking into account that the amount of sample needed for neutron scattering experiment is
around 3 g, 84 days are necessary to produce the desired quantity for only one RyIr;O; com-
pound.

This method was used to produce the pyrochlore compounds with Er and Tb.
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3. Mineralization process

The mineralization process was finally used to synthesize the polycrystalline RyIrpOy com-
pounds. The flux used for this reaction was KF, similarly to the flux method described pre-
viously. The starting reagents were mixed together with a small amount of KF inside the glove
box described previously. Then, the mixture was pressed into a pellet and placed into an open
Pt crucible. The heat treatment detailed in Fig.2.6 was then applied under air atmosphere.

1110°C
120H
200°C/H 200°C/H

Room temperature Room temperature

Figure 2.6 — (Heat treatment applied for the synthesis of the RyolroO7 compounds using the mineral-
ization process.

Using this process, very high quality polycrystalline samples were obtained with less than 1 %
of magnetic impurities.

Moreover this technique requires considerably less times than the flux method. Indeed the
amount of produced sample is no longer limited and the heat treatment is only 6 days long.
Therefore it requires 14 times less time to synthesize the same amount of sample. This method
was used to produce the pyrochlore compounds with Ho, Dy, Yb and Gd.

Single crystals

We have tried to grow single single crystals of the pyrochlore compound studied during my PhD
project (with R =Y, Tb, Er, Ho, Dy, Yb and Gd) but have been unsuccessful so far. Note that we have
been successful in growing small single crystals of PryIrpOy. These were obtained using a KF flux,
starting from the Pr oxide and Ir oxides powders mixed together and following the same heat treat-
ment as for the polycrystalline sample synthesized using the flux method (Fig. 2.5). Small bipyramidal
PryIr,O7 single crystals of about 200 pm of width were obtained using this method (see Fig. 2.7).

In the literature, only single crystals of Euplr,O7, NdzIr,O7 and PrplryO; are reported so far
[CGL*15, TKT"15]. These rare-earths correspond to the light rare-earths while all our studied py-
rochlores are based on heavy rare-earths. Therefore we believe that depending of the rare-earth element
the synthesis process should be adapted in some way.

P. Lejay and A. Hadj-Azzem have started to investigate on this matter by trying different fluxes
and different heat treatments. However, this remains an ongoing work at this stage.
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Orientation © 111

Figure 2.7 — PryIr,O7 single crystal.

2.2 SQUID magnetometers

The magnetometers allow to probe the static (DC) and dynamic (AC) magnetic properties of a sample
at the macroscopic level. Two types of measurement are generally performed:
— magnetic field dependence of the magnetization at fixed temperature. This allows to observe
possible hysteresis behavior or magnetic field induced transitions.

— temperature dependence of the magnetization. This allows to see the presence of magnetic
transitions, which are characterized by a deviation of the magnetic susceptibility, x = g—%, from

the Curie-Weiss law: c

XT)=7—5 (2.3)
where C is the material-specific Curie constant and 6 is the Curie-Weiss temperature. This law
describes the evolution of a paramagnet magnetization as function of the temperature. The value
of the Curie temperature depends on the magnetic interactions: § = 0 if there is no interactions
and 0 > 0 (resp. 6 < 0) for ferromagnetic (resp. antiferromagnetic) interactions. The magnetic
susceptibility can also be measured following the Zero field cooled (ZFC) - Field cooled (FC) pro-
cedure. This allows to probe phenomena such as magnetic viscosity or the presence of magnetic
domains. In such cases, a difference between the ZFC and FC curves will be observed.

The magnetization measurements have been performed using different SQUID (Superconduct-
ing QUantum Interference Device) magnetometers: two commercial devices, the MPMS-XL® and
MPMS®3 Quantum devices and a magnetometer built at the Institut Néel by C. Paulsen.

The measurement is based on the extraction method using the displacement of the sample inside a
set a detection coils. The sample displacement creates a variation of the magnetic flux:

o= L [[] Zmar ”

where pg is the vacuum permeability, B is the magnetic field created by the current I flowing into the
detection coils and M is the sample magnetization. This detections coils are then coupled to a SQUID
device, whose current depends on the magnetic flux flowing through it (see Fig. 2.8). The SQUID is
sensitive to flux quanta and can measure magnetization with a very good precision of 10710 A - m?

Quantum Design MPMS-XL® magnetometer

This magnetometer is a commercial device that can produce magnetic field up to 5 T and reach tem-
perature down to 2 K.
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Figure 2.8 — Detection system of a commercial Quantum Design MPMS-XL® SQUID magnetometer:
(a) superconducting coils used for the detection, (b) variation of the SQUID voltage as function of the
sample position

The measurements can be performed using two different modes:

— the DC mode where the sample is moved along the full length of the detection coils.

— the Reciprocating Sample Option (RSO) where the sample is placed in such a way that the
measure will be sensitive to a very small displacement as illustrated in Fig. 2.8. The sample is
rapidly oscillating around this position and the SQUID response is recorded.

Quantum Design MPMS®3 magnetometer

This magnetometer is a commercial device using the Vibrating Sample mode. It allows to reach mag-
netic field up to 7 T and temperature down to 2 K. For the measurement, the sample is positioned in
such a way that the SQUID voltage is maximum and oscillates at a fixed frequency around this posi-
tion. The produced signal is then a sinusoidal signal whose frequency is the one fixed for the sample
vibration and that is detected using a synchronous detection. This detection system gives a precision
of 1071 A-m?

Very low temperature magnetometer

This magnetometer has been developed at the Institut Néel by C. Paulsen and presents characteristics
which makes it unique worldwide. Indeed, it can reach magnetic field up to 8 T and is equipped with
a 3He - *He dilution refrigerator allowing it to reach temperatures down to 80 mK. The measurement
system is similar to the DC mode with the sample moving between the two detection coils.
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2.3 Neutron scattering

2.3.1 Generalities

2.3.1.1 General properties

Neutrons are elementary particles whose existence was first predicted by E. Rutherford in 1920 and
discovered in 1932 by J. Chadwick [Cha32]. The neutron has a mass m, = 1.67493 X 10-% kg, it car-
ries a zero electric charge, a nuclear spin S = 1/2 and a magnetic moment y, = —yuno = —1.913 uy,
where un = % is the nuclear magneton and m,, is the proton mass. It has been used as a tool for
scattering experiments for the first time by C. Schull in 1946. Indeed its unique properties make it a

very powerful tool to probe condensed matter systems.

1. The neutron has no charge thus is not subject to Coulomb interaction and can interact directly
with the nuclei by penetrating deeply in matter.

2. Neutrons are particles but can also be considered as waves. The particle energy is related to the

temperature: E = kpT, where kp is the Boltzmann constant. The wave is characterized by the
2w _ _h

Tﬂ - myv’
where 1 is the Planck constant and v the neutron velocity. Thermal neutrons (T = 300 K) have

wavevector k = % 0. The associated wavelength is given by the de Broglie formula A =

a velocity v ~ 2200 m-s~! which gives a wavelength A =~ 1.8 A~!. This wavelength is of the
order of interatomic distances in condensed matter, making thermal neutrons a tool well suited
to probe condensed matter structures.

3. Neutrons have a spin angular momentum and can thus interact with magnetic fields, in partic-
ular induced by unpaired electrons. Neutrons are therefore also an ideal probe for the study of
magnetism.

2
4. The neutron energy is given by its kinetic energy E = % For thermal neutrons v ~ 2200 m s~
which gives E ~ 25 meV. Their energy is therefore of the same order of magnitude than the
nuclear lattice vibrations and the magnetic excitations, making them also useful to probe the

dynamical properties.

2.3.1.2 Production of neutrons

There exists two methods which are commonly used to produce neutrons.

Fission process
Neutron can be produced as the results of a nuclear reaction: the fission of an enriched Uranium
nucleus 33°U into fissile isotopes by thermal neutrons (see Fig. 2.9). The production is a self-sustaining
nuclear chain reaction.
U+ n - BU - X +Y+kin 2.5)

X and Y are the fission products and k is the number of produced neutrons. k can vary between 2 and
5 from one fission process to another and the average value is k = 2.5. The energy of the produced
neutrons is E ~ 2 MeV. The probability for a neutron to hit an Uranium nucleus is larger for thermal
neutrons, the produced neutrons thus need to be slowed down in order to be used in the fission
process and to sustain the chain reaction. This is performed using the collision of the neutrons with a
moderator nuclei. As the loss energy process is more efficient for small nuclei, the following elements
are mostly used as moderators: hydrogen (water), deuterium (heavy water), beryllium and graphite.
After a dozen collisions, the neutrons are in a thermal equilibrium with the moderator and the speed
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distribution is described by a Maxwell-Boltzmann distribution:

v
9(0) o< v’ expl— (1)) (2.6)
centered on a mean value vy given by E = %mv% ~ kpT. Depending on the moderator, neutrons with
different energies can be obtained:
— For a very low temperature moderator (liquid hydrogen or deuterium, T = 20 K), cold neutrons
are obtained with E ~ 1.5 meV and A ~ 3.5 A.

— For a room temperature moderator (water, T = 300 K), thermal neutrons are obtained with
E~25meVand A ~ 18 A.

— Using a hot moderator (graphite heated at 2000 K), hot neutrons are obtained with E > 100 meV
and A > 0.5 A.
Once slowed down, a fraction of the neutrons produced are used in the chain reaction, the other part
being used for the experiments.

There are several nuclear reactors among which we can name: the Institut Laue-Langevin in Greno-
ble, that is the brightest source in the world (flux: 1.5 x 10 n/s/cm?, thermal power: 58 MW), Orphée
at the Laboratoire Léon Brillouin in Saclay (thermal power: 14 MW), the High Flux Isotope Reactor in
Oak Ridge (TN), USA (thermal power: 85 MW), ...

Spallation process
A target made of a heavy metal (U, W, Hg, ...) is hit by high energy protons (E ~ 1GeV) produced
by a particle accelerator. Several high energy (~ MeV) particles are ejected in the process (neutrons,
protons, neutrinos, ... - see Fig. 2.9). The neutrons need to be moderated using a process similar to
the one described previously. In general, spallation sources are using pulsed proton jets that produce
intense neutrons wave packets with a frequency of 50 Hz. In the past few years, the spallation sources
underwent a strong interest as they produce less nuclear wastes than nuclear sources.

Examples of spallation sources: ISIS in England (pulsed source), SINQ at PSI in Switzerland (con-
tinuous source), ESS in Sweden (pulsed source, currently in construction), ...
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Figure 2.9 — Sketches of the fission (left) and spallation (right) processes.

2.3.1.3 Scattering cross section

In this paragraph, I will briefly present the formalism of the interaction between neutrons and the
matter happening during a scattering experiment. More details on this formalism can be found in
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[Squ78, Lov84a, Lov84b].

During a scattering process, an incident neutron, characterized by its wavevector k;, its energy E;
and its spin o, is scattered by the sample into a small solid angle d() with a final wavevector k £, a final
energy Er and a spin oy (see Fig. 2.10). During this process, the sample change from an initial state
|A;) to a final state |A¢). The neutron gives the sample an impulsion hQ, where Q = k; — %f and an
energy w = E; —Ef = E), — E) p where E,. and E, ; are the initial and final energies of the sample.

¢
,/’ volume element
. dQ k2dk’dQ
Ei, ki, i 2 0
> y
incident
neutrons target

Figure 2.10 — Sketch of a scattering process.

The detectors will measure the number of neutrons scattered into the solid angle d() with energies
between E; and E + dE, this intensity is directly proportional to the partial differential scattering cross

. d’c .
section J0dE"

d’c
Iscattered = IO Fscale fcorr m/ (2.7)

where I is the incident intensity, F,,, a scaling factor characteristic of the number of scatterers in the
sample and fo,r a correction term taking into account experimental artifacts.

The expression of this cross section is obtained from the Fermi golden rule and writes:

d*o ki [ m \2 . .
(deE) = kff (th> [(Ar K, 0¢|VIA;, ki, 03)|*6(E; — Ef + Ep, — Ey) (28
/\i—>)\f,ﬁi—>ﬁf,ai—>0f ! T

where V is the scattering potential. This potential depends on the nature of the interactions which can
be of two types: nuclear and magnetic.

Nuclear contribution

There are nuclear forces, that are mediated by the strong force, between the neutron and the nuclei
of the scattering system. These are short distance forces, much smaller than the nucleus dimension, i.e.
107° to 107* A. For a scattering center j, the potential can be written as the Fermi pseudo-potential:

_ 27th?
T om

i (F) bio(F — R;), (29)

where 7 corresponds to the neutron position, ﬁj to the position of the scattering center j, and b; to its
the scattering length. From Eq. 2.8, we can easily show that the nuclear partial differential cross section
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can be written as:

Ao 1 k . I _i5-® i
<deE> = = 51h kf Z<bjbj>/ <e iQ R/(O)e Q R;(t)>e iwt gy 2.10)
]/ —0Q0

where (- - - ) represents the thermal average (average on the initial states A;).

The scattering length b; is characteristic of the interaction force between the neutron and the scat-
tering center. It depends on the chemical element considered, on the isotope and on the nucleus spin
state. It is purely real for non absorbing elements and presents an imaginary part in the other cases.
For each atom, bj can be written as:

bj = b+ Ab; (2.11)

where b is the scattering length of the nucleus j averaged onto the isotopes and the spins and Abj is the

deviation from the mean value. As a result, the nuclear cross section can be separated into two terms,
coh

5 . A 2 inc
the coherent (d‘é—gE) N and the incoherent cross section ( d?) dE)

coh o = G R )

(%), =24 T Bl [ (e R0 R0 pmion gy (2.12)
inc ~ ) _i0-R.: _i3-R. .

(#55) . = 2 (B = (B)?) [T (e 0 B0 R0 eicigy (2.13)

The coherent cross section is related to correlations between the scattering center and corresponds to
the scattering obtained if the sample was made of identical scattering centers with an averaged scat-
tering length. This term gives rise to interference phenomena and is interesting to probe the static
properties of the system such as the crystalline structure. The incoherent cross section gives informa-
tion on the correlations on a scattering center and itself (autocorrelations). This term is useful to probe
the dynamic of the system as it gives information on the time evolution of a particle.

The total nuclear scattering cross section is the sum of these two contributions:
2 2 coh 2 inc
(dU') :<da> +(d0) (2.14)
dQdE ) dOdE ) dQdE )

The scattering cross section can also be written as function of the scattering function $(Q, w):

2o o k . h
(deE>N_ COhiJ.rNﬂtScoh(Q )+417nckaatSmc(Q w) (2.15)

where N is the number of atoms in the system, ., = 477(b)? and 0y, = 471(b2 — (b)?).

Smh(é,w) is proportional to the double Fourier transform in space and time of the pair correlation
function: <pj(1:7 +7,t)- (o (r',0))). This corresponds to tEe nucleus density function correlation and
gives the probability to have an atom j' at the position " at + = 0 and to find another atom j in 7,
after a time t. Sinc(Q,w) is proportional to the double Fourier transform in space and time of the
time-dependent pair autocorrelation function: (p;(r' +7,t) - (0;(r',0))).

Finally, the total nuclear scattering cross section can be expressed using a condensed expression:

d20’ kf 1 00 ‘f . . it
(deE) k; 27th INHRQ/0)-N(Q 1))edt (2.16)

Emilie Lefrancois - Université Grenoble Alpes - 2016



2.3. Neutron scattering 35

Or using reduced notation:

2 . -
(767E ), = (N'(@0)- NGt 1)

where N(Q,t) = Y b]«ei@'ﬁf (*) is the nuclear structure factor, the ' symbol representing the complex
conjugate.

Magnetic contribution
As stated before, the neutron is also sensitive to magnetic field produced by unpaired electrons. In
this case, the scattering potential can be written as:

Vin = —IIn ¥ (2.18)

where B, = ¥ n (rBt (ﬁeRXSK) - 2%‘37’7"1:?)R’> and corresponds to the sum of the magnetic fields pro-

duced by unpaired electrons. It results from the contribution of the electron spin (ji, = —gppS,: spin
angular momentum of the electron, with ¢ ~ 2) and from an orbital contribution (7,: electron momen-
tum). R; corresponds to the neutron position, the origin being the electron position and i, = — N0y
is the neutron magnetic moment with ¢ ~ 1.91, the gyromagnetic ratio of the neutron.

Using Eq. 2.8, the magnetic cross section writes:

dZO. 2 k R . LI . i5- (R.(D—R, »
(m)M—fmJZmQ»s’(Q) [ @l (e SO K Deienar - 219)
1 ]"]‘/ —0Q

where p = 728—;8 is the equivalent scattering length for 1 pg and f](Q) is the magnetic form factor. The
magnetic form factor takes into account the spatial extension of the electron density, which cannot be
considered as a delta function, contrary to the nuclear potential. This quantity decreases for increasing
Q, hence neutrons are more sensitive to the magnetism for small scattering vector. m]L is the magnetic
moment of the atom j projected onto the plane perpendicular to the scattering vector Q.

This cross section is proportional to the double Fourier transform in space and time of the correlation
function associated to the magnetization density 77/ (t) : <771']J_(17 +7,1) rh’]j_(ﬁ ,0)).

It can be written in a more condensed way as:

d20' 7kf 1 0o o4 = . it
(deE)M = % 27 /_OO<ML(Q/0)'ML(QJ)>€ dt (2.20)

Or using reduced notation:

(d%’) — (7" (3,0)- 1, (G, ) @21)
dQdE ) ,, Y LA\Rs B :

where M, (Q,t) = Y f;(@ﬂﬁli(t )>€lé'ﬁf (), the magnetic interaction vector corresponding to the

projection of the magnetic structure factor M(Q, t) on the plane perpendicular to the scattering vector.

Total cross section

The total cross section is the sum of the nuclear and of the magnetic cross sections:
2 2 2
e \ _ ([ do n d<o (2.22)
dQdE dQdE ) dQdE )
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(dta7z) = Lo (/L@ 0 N@ e ras [ (9100 Mu@nleiar) - 22

d*o b= . -
( ) — (N(G,0)- N(G, 1)) + (W1(3,0)- M, (G, 1)) (2.24)

2.3.2 Elastic coherent neutron scattering

In this section, we will now focus on the formalism associated to elastic neutron scattering from a
crystal, i.e. diffraction. In this case, there is no transferred energy: w = E; — Ef = E) ;T E),=0and
the cross section becomes:

—

2 coh . . B B )
(ﬂg) = (NU(Q0)-N(Q ) w=o + (M1(Q,0)- ML Q1)) w=0 (225)

Nuclear contribution

The nuclear cross section is now expressed as :

Lo coh
(dOdE>N, wquuJ Q)?s(Q - H) (2.26)
e

where is the unit cell volume in the reciprocal space, N, is the number of cell in the crystal and

@)
na
= ha* + kb* 4 I¢* is the position in the reciprocal space. The d-function, 6(Q — H), corresponds to
the Bragg condition. In a perfect crystal, this condition is satisfied when the scattering vector coincides
with a vector of the reciprocal space and gives rise to the nuclear Bragg peaks.

For elastic scattering, the expression of the nuclear structure factor, N(Q) is:

N(Q) = ¥ byeQ Tre W (2.27)
v

where v is the v atom of the unit cell, 7, is the position of the atom v in the unit cell and
W = (U?) = ((Q-iip(0))?) is the Debye-Waller factor, that takes into account the thermal agitation.

Magnetic contribution

The magnetic cross section becomes:

2o coh
I M (Q)*6(Q—H-7) (2.28)
< dQdE > M,el CC 2 Z
where the magnetic structure factor is expressed as:

M(Q = H+7) =Y fo(Q)iteeQ e M (2.29)

where 17,z is the Fourier transform of the magnetization distribution associated to the propagation
vector T. This propagation vector characterizes the periodicity of the magnetic structure in the crystal-
lographic structure:

— for ¥ = 0, the magnetic and nuclear unit cells are identical
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- for T = (7,0,0), the magnetic unit cell length along the 7 direction is 1/7 (T < 1) times the ones
of the nuclear unit cell
The magnetic contibution will give rise to magnetic Bragg peaks at positions H + 7, i.e. shifted by
=£7 from the nuclear Bragg peak positions.

2.3.3 Inelastic coherent neutron scattering

For inelastic scattering, energy transfers between the neutrons and the system are now considered. In
this case, the cross section writes:

—

Lo coh o= . L B
(deE)ind = (NY(Q,0)-N(Q #))w + (M1 (Q,0)- ML(Q, ) (230)

Nuclear contribution

The nuclear part of the cross section takes into account the creation or annihilation process of the lattice
excitations, called phonons. For the creation of one phonon, the cross section writes:

Lo coh Ooh f( 1 _w _'g L
(dOdE)Nmez ki vszm ZZ o s D@ —w)Q-H-g (23

where w! is the phonon energy, d(w — w!) corresponds to the creation of a phonon (6(w + w?) for

the annihilation), M,; is the atom mass and s is the Bose factor. This term gives the population of
phonons as function of temperature, which is described by the Bose-Einstein statistic:
nsg = L (2.32)
* 7 exp(Es/kT) — 1 '
¢s in Eq.2.31 corresponds to the polarization of phonon mode, thus the inelastic scattering is maximum
when Q | & due to the term (Q-&)2. Moreover this term implies that the measured intensity is
proportional to Q2.

Magnetic contribution

The magnetic part takes into account the creation or annihilation process of magnetic excitations, often

magnons. For the creation of one magnon, the cross section writes:

a2 " 2kr (27)° S B\ w -
= —_ 1 1 m —_F_ 7
(deE)M,md ol g v 2 \M 7 £(Q Z; ns + w"o(@ -7 -7
(2.33)
where w!" is the magnon energy. The term (1 + QL ) where u 5 6= HQH —=>, shows that neutrons are only

sensitive to the dynamics of the spin components perpendlcular to the scattering vector. The intensity
is proportional to |f(Q)|?, so magnons will be visible only for small Q values.

2.3.4 Polarized neutron scattering

So far, only unpolarized neutron scattering was mentioned, for which all contributions add together
(incoherent and coherent nuclear scattering, magnetic scattering). It allows to get useful information
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but in some cases it may reveal difficult to extract quantitative information. Using polarized neutrons,
the different contributions can be separated and additional information can then be extracted from the
scattering data.

Principle

First the neutron beam is prepared in a certain spin state, | 1) or | |) by means of either Bragg reflection
from a magnetized ferromagnetic crystal or transmission through a neutron spin-filter. When the
neutron interacts with the sample, there can be two different processes:

— Non spin-flip (NSF) : the neutron state is unchanged after the interaction with the sample

(=1

— Spin-flip (SF) : the interaction with the sample changes the spin state (| T) = | 1))
The SF process are purely magnetic, while the NSF process are more complex and are due to both
magnetic and nuclear contributions.

The final state of the neutron is then determined using an analyzer placed in front of the detector.

The XYZ neutron polarization analysis method

In order to analyze the neutron beam polarization, a three-directional neutron polarization analysis
method is used. This method allows to unambiguously separate the magnetic, nuclear and spin-

incoherent cross sections on a multidetector instrument.

For that, a (x, y, z) coordinate system is defined in such a way that the scattering vector Q is in
the (xy) plane (see Fig. 2.11). The measurements are then performed with the incident polarization
alternately in the x, y and z directions and selecting the SF or NSF intensity, leading to the measure of
six different cross sections. The main contribution for the six configurations are listed in Table 2.1.

Non-Spin Flip

Spin Flip

Figure 2.11 — The geometry of an XYZ neutron polarization analysis experiment with initial polar-

ization along z. Q is the scattering vector and P and P’ are the polarization vector of respectively the
incident and final neutron beam. From [SACMO0]

The NSF processes contain information on the nuclear correlations and on correlation between the
spin component parallel to the polarization direction. For the SF processes, information on correlation
between the spin component perpendicular to the polarization direction are obtained. Moreover note
that neutrons are only sensitive to the spins components perpendicular to the scattering vector.
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Polarization direction NSF SF
X N M, + M,
y N+ M, M,
z N + M, M,

Table 2.1 — Contributions for the different polarization setup for a scattering vector along x. M, and
M, correspond to the correlations functions (S, - Sy) and (S; - S;)

At the end, the magnetic, spin incoherent and nuclear cross sections are calculated using the dif-
ferent NSF and SF contributions:

2 2 X 2 Y 2 z
(d 4 ) — 2 [(d 7 ) + (d 7 ) —2 (d?);E) ] (2.34)
2 x 2 Yy 2 z
= 2 Kd?yjﬁ) + (d?’):iTE> -2 (d?)c(iTE> ] (2.35)
7t 1t 1
d*c _ 1 ( d ([ do (2.36)
dQdE ), 2 \dQdE ) ;op \dQdE ), '
2 2 2 2
deo n deo _ 1 ’ deo (4o (237)
dOdE ) ' \dQdE } 6 |“ \dOdE ) ;nsp \dQdE ) 155

In order to get better statistics, the magnetic (M) cross section is calculated as the average of the SF(
2.34) and NSF (2.35) cross sections. The spin incoherent (SI), nuclear (N) and isotope incoherent (II)
cross sections are calculated using the total spin-flip (TSF) and total non spin-flip (TNSF) cross sections

defined as:
( d2o ) ( d2o )x d2o \’ 2o \*
- +( ) +( ) (2.38)
( 20 ) B < d2g )x +< 20 )y +( d2g >Z (239)
dQdE ) yrgr dQdE 7t dQdE 1t dQdE 7t
(2.40)

2.3.5 Instruments for neutron scattering experiments

Two types of instruments have been used: powder diffractometers using monochromatic incident neu-
trons (D1B, D4c and D7) at the Institut Laue-Langevin (ILL), a Time-of-Flight (TOF) diffractometer
(WISH) at the ISIS Facility and TOF spectrometers (IN4, IN5 and IN6) at the ILL. These instruments
are briefly described in this section.

2.3.5.1 Powder diffractometers

During diffraction experiments, we are interested only into the crystalline and magnetic structures
corresponding to the elastic part (iw = E; — E; = 0) of the scattering cross section. In practice, there
is no analysis of the neutron energy after the interactions with the sample. Therefore, in the measured
intensity, the signal is integrated over all transferred energy range.

The diffraction process happens when the Bragg condition is realized. This condition is expressed
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by:
2dsinf = A; & Q = 2k;sin6 (2.41)

where A; = 27/k; is the incident wavelength, d = 27/Q is the inter-reticular distance for a family of
reticular planes and 26 corresponds to the angle between the incident and the scattered neutron beam
(see Fig. 2.12).

The powder diffractometers are also called 2-axes diffractometers because they present two vertical
axes, the first axis being the monochromator axis and the second axis being the one of the sample.

Instrument axis
(vertical)

Incident beam \

Y

) Debye-Scherrer cones
Horizontal plane

Figure 2.12 — Sketch of a 2-axes diffractometers

The diffractometers used at the ILL work with a constant incident wavelength A;. The Q depen-
dence is obtained by varying 26. The incident wavelength is selected using a monochromator. Indeed
by using the Bragg condition on a single crystal, a particular wavelength can be selected out of a poly-
chromatic beam, for a chosen inter-reticular distance d and angle 6. The monochromatic neutron beam
is then scattered by the sample in different space directions and collected by one or multiple detectors
(see Fig. 2.13).

The sample being a polycrystalline sample, there are always some microcrystals for which the
Bragg condition is observed. Therefore, a cone of diffraction of half angle 26, called the Debye-Scherrer
cone, is obtained.

The difference between the D1B and D4c diffractometers at the ILL is in the incoming wave-
length. Indeed for D1B, thermal neutrons are used (A; = 2.52 A) while hot neutrons are used for Dé4c
(A; = [0.35 — 0.7] A). The latter is more suited for studying liquid and amorphous materials for which
we want to know the structure factor over a large Q-range. It is also useful in the case of strongly ab-
sorbing materials for which high energy neutrons are needed in order to minimize absorption through
the sample.

In the case of the D7 diffractometer, polarized neutrons are used associated to XYZ polarization
analysis in order to separate the different contributions.

The powder diffractometer used at ISIS is a TOF diffractometer. The Q-dependence of the scattered
intensity is obtained by varying the incident wavelength A; for a fixed angle 26.

A polychromatic neutron beam is sent on the sample and the TOF method is used in order to
determine the wavelength of the scattered neutrons. The TOF method is based on the determination
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Monochromator | Defeclors Collimator |"”"1"'“5"i* mll'h':‘r‘m Femi choper| | Guide il Samplo
: l

Monitor |5I1u1|sr Collimator

(ollimator Sample Detector bonk

A il 308011

Figure 2.13 — 2-axes diffractometer used at the ILL: D4c and D7

of the time needed for a neutron to "fly" other a given distance (see Fig. 2.14). When a neutron hits
the detector at an angle 26, its time of flight from the pulsed source to the detector, 7, is recorded. Its

velocity v is then given by:
T

U:L1+L2

where L and L; correspond respectively to the distances from the source to the sample and from the

(2.42)

sample to the detector.

The neutron wavelength is then obtained by:

A= — (2.43)

£
Chopper 1 / %

Double disc - A Ty
. Chopper 2 % N
Polychromatic beam L o Single disc // N Monitor 2
continuous ‘ pU|S€d detector Elliptical guide ~ \T\ Dlv/erg\;ence jaws

Ly 26 Future _ by \
> ® L o Polarizer position N Argon secondary tank
> ~ Sample vacuum tank

chopper sample Ghopper 3 / |

Double disc Monitor 3 -C
Detector array  5z°

s, S
Figure 2.14 — (top) Sketch of the working principle of a TOF diffractometer. (bottom) Schematic view
of the WISH TOF powder diffractometer.

2.3.5.2 Time-of-flight spectrometers

The TOF spectrometers allow to detect neutrons simultaneously for different scattering vector Q and
different energies fiw. Pulses of neutron with fixed wavelength and thus fixed velocity, v;, are send
onto the sample and both the position 26 and the time of flight from the sample to the detector, 7, are
recorded. The final velocity is calculated by: vy = d/7, where d is the travelled distance.

Emilie Lefrancois - Université Grenoble Alpes - 2016



42 Chapter 2. Experimental techniques

The energy difference is related to the difference between the square of the initial and final velocity:
hw=E;—Ej = 1m(v2 —v?) (2.44)
= Ef —Ei = Sm(vf — ¢ :

and the scattering vector is expressed by:

22
QT Ef +E —; —2,/EfE; cos(26) (2.45)

2m

Usually cold neutrons are used as it allows to get a good precision on the time-of-flight and thus a
good energy resolution.
There are two ways to produce the monochromatic incident beam:
— using a single crystal as monochromator (IN4 and IN6). The beam is then cut into pulses using
choppers.

— using several choppers (IN5). The phase difference between the choppers allows to select a
chosen velocity

| Triple monachromator Anti-averlap chopper

|Fermi chopper & collimotor
[Monitor 1| Monitor2 | Monitar 3

|

(hapgers Focusing peutron geide

i Neutron Guide  Collimator|  Defector!

Figure 2.15 — Sketches of two TOF spectrometers: IN6 (left) and IN5 (right)

2.4 Resonant X-ray Scattering

2.4.1 Generalities on synchrotron X-ray

Synchrotron X-rays are a specific electromagnetic radiation emitted by relativistic charged particles
(deviated from their trajectory by a magnetic field). This has been first demonstrated theoretically in
1898 by A. Liénard [Lie98] and observed for the first time using a synchrotron in the General Electrics
laboratory [EGLP47, ELP48]. Nowadays, synchrotron radiation has become a powerful tool to probe
the matter and many synchrotron sources have been developed among which there are the European
Synchrotron Radiation Facility (ESRF) in Grenoble and the Diamond Light Source synchrotron in Did-
cot, Oxfordshire. These sources are third generation sources, i.e. X-ray radiations are produced along
the whole storage ring circumference using both bending magnets and insertion devices such as un-
dulators (see Fig. 2.16).
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Bending
magnet

Figure 2.16 — Schematic view a third generation synchrotron source. From [San]

The electrons are produced by a electron gun and fired out into the LINear ACcelerator (LINAC)
then into the circular accelerator (Booster) where they are accelerated until a given energy (3 GeV at the
Diamond Light Soure and 6 GeV at the ESRF). Then they are sent to the storage ring which is made of
small linear portions to form a polygon (circumference of the polygon: 844 m for the ESRF and 738 m
for Diamond). In the storage ring, the electrons produce synchrotron radiation thanks to the magnetic
devices, the bending magnets and the undulators, that send intense beam of light from the UV to hard
X-ray regime to the beam lines.

Until 10-15 years ago, mostly neutron scattering experiments were used to probe the magnetic
properties of condensed matter systems. In particular, the fact that the scattering of X-ray by magnetic
moments of the electrons in a solid is very weak compared to the charge scattering (~ 5 orders of
magnitude below) has made the study of the magnetic properties very challenging. With the develop-
ment of third generation synchrotron sources, which provide a high brilliance radiation as well as the
development of new techniques, X-ray scattering have now become also a powerful tool in this area.
Indeed, in 1988, Hannon et al. predicted a large enhancement of the magnetic scattering when the X-ray
energy is tuned at an absorption edge of an element [HTBGS88], i.e. using resonant scattering. X-ray
scattering has become complementary to neutron scattering, in particular when only small amount of
sample is available, when chemical selectivity is needed, or for studying strong neutron absorbers.

2.4.2 Resonant X-ray scattering

2.4.21 What is Resonant X-ray scattering ?

Resonant X-ray scattering is a second order, "photon in — photon out" process as illustrated in Figure
2.17.

An incident photon of well defined energy fiw; and momentum k; is absorbed by the sample leading
to the excitation of a core electron into the valence band. The excited electron immediately (~ 1071 s)
decays back into the initial core level and emits a new photon of energy fiwy and momentum k}. This
process can either be elastic (fiw; = hwy) and we will talk of Resonant Elastic X-ray scattering (REXS)

Emilie Lefrancois - Université Grenoble Alpes - 2016



44 Chapter 2. Experimental techniques

absorption emission

|4 |4
v o v
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W fte i

Initial Intermediate Final
state state state

Figure 2.17 — (left) Schematic diagram of the "photon in — photon out” process. (right) Schematic
representation of the Resonant X-ray scattering process.

or inelastic (fiw; # hwy) leading to Resonant Inelastic X-ray scattering (RIXS). An excitation of energy
hw = hw; — hwy and of momentum § = ki — k_} is created during this process.
RIXS allows to measure both the energy and momentum dependence of low energy valence elec-

tron excitations in crystals. These excitations can be phonons, magnons, dd or charge transfer in nature
(see Fig. 2.18).

A

Charge Transfer
Phonons
(Bi-)
Magnons
i | 7—
50 meV 500 meV 15eV 2eV Energy

Figure 2.18 — Elementary excitations in condensed matter systems that can be measured by RIXS. The
indicated energy scales are the ones relevant for transition metal oxides. From [AvVD"11].

2.4.2.2 Features and limitations of Resonant X-ray scattering

RIXS presents a number of features that makes this spectroscopy technique particular:

1. In the case of hard x-rays, it can probe the energy and momentum dependence of excitations in a
large part of the Brillouin zone. This is due to the fact that the momentum transfer during the
scattering process is |7| = 4% sin6, where 20 is the scattering angle and A is the wavelength of
the incoming photon and that hard X-rays are used (fiw; ~ 10 keV = A ~ 1 A).

2. Polarization sensitivity. It is possible to polarize the incoming photon beam and to measure the
polarization of the outgoing photon beam. This allows to characterize the symmetry and the
nature of the measured signal.

3. Chemical selectivity. As the incident photon energy is tuned to a specific resonance edge, one can
choose it, in order to probe the properties related to a specific element of the material.
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4. Bulk sensitivity. The penetration depth of X-rays strongly depends on their incident energy. In
the hard X-ray regime, this depth is of the order of a few pum.

5. Small sample volume. Compared to neutron scattering, X-ray scattering require a tiny amount of
sample. This difference is related to the difference of flux. The typical beam size is of a few
hundreds of microns on the Resonant X-ray Scattering beam lines

However, there are also some limitations to this technique:
1. In order to get high energy and momentum resolutions, the experiments require a lot of incident
photons and thus longer measurement times than other standard X-ray experiments.

2. Energy resolution. As there is a huge difference between the energy of the photons and the energy
of the probed excitations, a large resolving power is needed. RIXS has long been limited to an
energy resolution of 1 eV. Recent progress in the RIXS instrumentation has helped a lot to
improve this resolution which is now of the order of 25 meV in this hard X-ray regime such as
ID20 at the ESRF. The resolution is expected to go down to 10-15 meV in the upcoming years.

2.4.2.3 Resonant X-ray scattering cross section

In this section, the REXS and RIXS cross section is derived. The complete derivation can be found
in [Blu85]. Let’s consider electrons interacting with a quantized electromagnetic field described by a
vector potential A(7,t). The Hamiltonian is given by:

H=He+Hpy +H (2.46)

where H,; is the Hamiltonian corresponding to the non interacting electrons and H,;, the Hamiltonian
corresponding to the non interacting photons. Therefore H,; + H ), corresponds to the Hamiltonian of
the unperturbed system. Then H’ represents the photon-electron interactions term. These Hamiltoni-
ans are expressed by:

1 eh
Hel :Z%PZJFZV(W) + WZSJ'(VCI)f X pj) (2.47)
] g )
1
H =L o (¢ encice + ) (248)
H' =H) + Hy+ Hy + Hy (2.49)

62 e
=2m022A2<rf>—%2A<r]> .

N‘N

_ % Zs] [V x A(r))] - 2( ; [ (x}) A(rj)} (2.50)
where s; and p; represents the spin and momemtum operator of the electron j at a position r; and
c"(k,€) and c(k,€) are the creation and annihilation operators of a photon characterized by the quan-
tum numbers (k, €). In H,;, the first term corresponds to the kinetic energy, the second term is the
interaction potential with the background of lattice of nuclei and the other electrons in the sample and
the last term describes the spin-orbit interaction. Note that the expression of H' is obtained using the
Coulomb gauge: V-A =0,ie. p-A=A-p.

As the operator A is linear in cf(k, €) and c(k,€), the H} and H term will contribute to the first
order perturbation while 7/, and 74 will contribute to the second order.
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The scattering process corresponds to transition between the eigenstates of H,; and 1), due to the

perturbation #H’. In the perturbation term, 7} and # are quadratic in A, while 7/, and #} are linear.

We can express the probability of the transition from an initial state |i) = |4;k,€) to a final state

|f) = |b;K/,€') using the Fermi’s golden rule up to the second order (|i) and |f) are eigenstates of the

unperturbed Hamiltonian whose energies are E; = E; + hiwy and Ef = Ej + Tiwy)

’nn’i2
w:Zﬂmwm+;”W;ﬁ¥”>aa—%>

2
T b€ M+ Hylask,e) + Y

2
(b, €[ + Hi ) n| M + My o k)

T —~ E, + hwy — Ep
X 0(Eq — Ep + hwy — hawy)
The total cross section is then given by:
2 E
d’c WP( f)
dCYdE’ Iy
2
where p(Ef) = #% represents the density of final states and Iy is the incident flux.

After some calculations, the total cross section can then be written as:

d*c e\ wy )
dO'dE’ = me2 71( |~AO + Anonres + Ares‘ (s(Ea — Ep + hwy — hwk/)

The first term Ay is given by:

%_<b

ZeiQ-rj
j

a> é.e

(2.51)

(2.52)

(2.53)

(2.54)

(2.55)

where Q = k — K’ is the scattering vector. This term corresponds to the Thomson scattering when

|b) = |a) and the crystal periodicity is accounted for. It contains the Fourier transform of the electron

density and gives rise to the Bragg peaks.

The second term A, onres is written as:

Anonres :_lmC2<b ]ZEZQ 5j <l ) -A/—|—5j.B/ a
o .hwk 1 I ,
T <2L(Q) A”+S(Q)-B

(2.56)

where A/, A” and B’ are polarization dependent terms and L(Q) and S(Q) are the Fourier transform of

the orbital and spin magnetization density. This term represents the non resonant magnetic scattering

and is reduced by a factor iwi/mc? compared to the Thomson scattering.
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Finally the expression of the third term Ay is:

A= DL

<b|(€ —ih(k' x &)-s;)e 7"kl'ri|c><c|(é-p]’—|—ih(k X €) -sj)eik'rf|a>
E,—Ec.+ h(JJk —il¢/2

Al o\ p—ik 1 &.p: )k T
(b[ (& pi)e [c)(cl(é-pj)e ]|ﬂ>> 257)

722 hwk ( Ea—EC—i—hwk—ti/z

where the term /2 takes into account the lifetime of the intermediate state |¢). Aes comes from second
order perturbation theory. It corresponds to the pure resonant scattering cross section and is called the
Kramers-Heisenberg formula. When |b) = |a), this term gives the REXS cross section while it gives the
RIXS one when |b) # |a).

The RIXS process in iridium oxides involves electric dipole transition (optical transition from the
2ps/, to the 5d states). This allows to use the following approximation: e’ ~ 1 + ik -r + ... by keeping
only the first term in the expansion. And using the commutator:

h
[Hat] =2 (258)

we obtain:

(cl(é-pe™T)|a) =(cle-pla)
=i (e [, la) (2.59)

S i%(Ea — E¢){c|De|a)

where D, = €1 is the electric dipole operator. Eqution 2.57 can then be written as:

b|(& -1 c|(é-r;)|a
A= B B2 (Gl ) e

2.4.3 Instrument for Resonant X-ray scattering

2.4.3.1 REXS

The REXS experiments have been performed on the 116 beam line of the Diamond Light Source (UK).
This beam line provides incident photons with an energy tunable between 3.3 and 15 keV using a
channel-cut Si(111). After the monochromator, a set of mirrors, slits and attenuators allows to control
the size, divergence and intensity of the beam (see Fig. 2.19).

The sample is mounted on a 6-circle kappa goniometer (see Fig. 2.20) allowing to probe a large
area of the reciprocal space. Several sample environments are available in order to control the sam-
ple temperature. During the experiment, we used a closed cycle Displex cryocooler giving access to
temperature from 10 K to 300 K.

The detector arm is equipped with a large number of X-ray detectors: four of these are point
detectors (an avalanche photodiode, a Vortex Si drift detector, a scintillator and a PIN diode). A 2-
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dimensional detector is also available, the Pilatus.
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Figure 2.19 — Schematic view of the Optics and experimental hutch of the I16 beam line at the Diamond
Light Source. From [CBM™10]
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Figure 2.20 — Schematic view of a 6-circle kappa goniometer. Adapted from [LVI3].
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2.4.3.2 RIXS

The RIXS measurements have been performed at the ID20 beam line of the European Synchrotron
Radiation Facility (see Fig. 2.21). The beam is monochromatized using a combination of the Si(111)
double-crystal monochromator with a Si(844) channel-cut allowing for a flexible choice of the energy-
resolution down to 25 meV at the Ir L3 edge [SHS"13].

analyzer @
liquid H.,O

sample
sample

focusing

_ : 62m
back-scattering mirror
channel-cut _ :
‘56 m
- spherical
”f diced-crystal S 2D
X ‘50 m analyzer . detector

high heat-load
monochromator

sample\\\

Figure 2.21 — Schematic view of the optical layout of the ID20 beam line setup for RIXS experiments.
From [SHS'13]

The beam is then focused to reach a size of about 25 x 120 um? at the sample position. The scattered
radiation is then collected by a spherical Si(844) diced crystal analyzer fixed on a 2 m long arm and
detected using a 2D detector (see Fig. 2.22).

detector

photon in

Figure 2.22 — Schematic view of the ID20 spectrometer
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54 Chapter 3. The chain compounds

3.1 Introduction to the A;MM’Og family

Oxides of the family A3MM’Og, where A is an alkaline-earth metal and M, M’ are transition metals
have attracted a lot of attention in the past decades because of their unconventional magnetic proper-
ties. These properties mainly come from the peculiar crystallographic structure of these compounds,
described in the hexagonal R3¢ space group, that consists of chains aligned along the ¢ direction.
These chains are formed by alternating face-sharing MOg trigonal prisms and M’Og octahedra and are
arranged on a triangular lattice in the (ab) plane (see Fig. 3.1).

Figure 3.1 — Structure of the A3MM’Og compounds shown projected on the (ab) plane (left) and in a
perspective view (right). M atoms are represented in blue, M’ in orange, A in green and O>~ in red.
The MOg trigonal prisms and NiOg octahedra are represented in blue and orange respectively. The
conventional hexagonal unit-cell is shown with dotted blue lines.

The positions of the atoms are described in Table. 3.1. Behaviors induced by low dimensionality
and magnetic frustration are to be expected in these compounds due to the geometry of the lattice and
competing interactions. In addition, the presence of two different transition metal ions (M and M’),
which can either be magnetic or not, complicate the picture, due to the numerous possible exchange
paths that exist (see Fig. 3.2). The magnetocrystalline anisotropy conferring their dimensionality to
the magnetic moments is also an important ingredient in order to predict the properties of these com-
pounds.

Atoms Wyckoff sites  Site symmetry Coordinates

M 6a 32 (0,0, 0)
M’ 6b 3. (0,0,1/4)
A 18e .2 (x,0,1/4)
0 36f 1 (x, y, 2)

Table 3.1 — Details of the symmetry and coordinates of the Wyckoff sites for A3MM’Oe.

In the Heisenberg classical limit, the magnetic ground state for nearest neighbor antiferromagnetic
interchain interactions on a triangular lattice is the 120° spin configuration. In the Ising limit however
it is impossible to order all magnetic moments simultaneously and magnetic structures with amplitude
modulated moments may be stabilized at finite temperature. In particular, it is interesting to consider
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the model with Ising spins interacting with the nearest and second nearest neighbors on a triangular
lattice. In this model the triangular lattice is divided into 3 sublattices (see Fig. 3.3-left). Each spin
is surrounded by 6 nearest neighbors of different sublattices and by 6 second neighbors of the same
sublattice. The magnetic exchange terms are denoted by |; and ], for the nearest and second neighbors
respectively. For J; < 0 (AFM) and [, > 0 (FM), a partially disordered magnetic configuration has
been predicted [Mek?77]. This configuration is characterized by only two thirds of the chains that order
whereas the remaining chain keeps fluctuating at low temperature (see Fig. 3.3-right). It has been
observed experimentally for the first time in CsCoCls [MA78].

Figure 3.3 — (left) Sketch of the three sublattices (shown in red, blue and green) in the triangular Ising
lattice (vight) and of the partially disordered antiferromagnetic structure. The dotted lines show the
unit cell.

Among this family, the most studied compound is Ca3Co0;0q4. It presents a strong easy-axis
anisotropy which confines the magnetic moments along the chain axis. This compound displays two
magnetic anomalies in the susceptibility measurements:

— the first one at T} = 24 K, is evidenced by a deviation of the susceptibility from the Curie-Weiss

law and is followed by a steep increase as the temperature is lowered. The onset of strong spin
dynamics is also observed below this first anomaly,

— the second one at T, = 12 K is where the ZFC and FC susceptibilities get separated and the spin
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56 Chapter 3. The chain compounds

dynamics freezes.
Below Tj, CazCoy0¢ presents a 1/3 magnetization plateau, followed below T, by additional steps in
the magnetization corresponding to the progressive flipping of the spins on the triangular lattice until
all spins are aligned in the same direction. Moreover there exists two competing magnetic states at low
temperature: an amplitude modulated phase with an incommensurate magnetic propagation vector
k =(0, 0, 1.01) determined by Resonant Elastic X-ray Scattering and a commensurate antiferromagnetic
phase with k = (1/2, -1/2, 1) that was observed by neutron powder diffraction experiments [AFCT11].

Most recent studies in this family focus on compounds with transition metal ions belonging to the
4d or 5d series with the purpose of investigating the influence of the strong SOC on their electronic and
magnetic properties. The presence of SOC is expected to affect both the electronic and the magnetic
properties of the system and induce for instance strong anisotropy of the magnetic interactions.

Despite the stronger SOC and weaker electronic correlations than their 3d counterparts, some of
the 4d or 5d compounds display magnetic behaviors typical of localized magnetism and close to that
of CazCo,Og with, in particular, the presence of the two magnetic anomalies in the susceptibility mea-
surements. This the case for the following compounds: CazCoRhOg [NKK199], Sr3ColrOg [MSST12],
Sr3NiRhOg [MIRS07] and Sr3NilrOg [NzL95, FHM ™03, MSS™12]. This is rather surprising since a mag-
netic behavior characteristics of metals would rather be expected in the 4d or 5d based compounds, due
to weaker electronic correlations. Actually, for Sr3NilrOg, it has been shown by ab initio electronic cal-
culations that the SOC opens a gap in the electronic spectrum [ZZ]710, SKSD10, OW14] leading to
an insulating state standardly called a spin-orbit driven Mott insulator. We can also note that the
presence of the two magnetic anomalies of M(T) observed in this family seems to be independent
not only on the nature of the transition metal ion (3d, 4d and 5d) but also on the number of magnetic
species in the system. Indeed in CazCo,0g, only one out of two Co ions along the chains is magnetic
[SFR'04, TMH " 05], contrary to the other compounds which present two different magnetic ions alter-
nating along the chain axis. Neutron powder diffraction experiments performed on CazCoRhOg and
Sr3ColrOg also support the similarity with the CazCo,0O magnetic properties. A long range order is
evidenced for both compounds with a magnetic propagation vector k = (0, 0, 1). The diffractograms
are compatible with different magnetic structures including the partially disordered antiferromagnetic
state for which only 2/3 of the chains are ordered while the remaining 1/3 remains disordered. The pre-
cise role of SOC in the complex magnetic behavior of these systems therefore remains an open question.

In this chapter, I present the study of two compounds belonging to the AsMM’'Og family: SrsNiPtOg
and Sr3NilrOg.

We have focused on the magnetic properties and the electronic spectrum of the 5d electrons
in Sr3NilrOg. This material had already been studied by magnetization measurements on a poly-
crystalline sample [NzL95, FHM 03, MSS*12]. We have been able to synthesized single crystals of
Sr3NilrOg for the first time and we present single crystal magnetization measurements, neutron pow-
der diffraction experiment and single-crystal Resonant Elastic and Inelastic X-ray Scattering experi-
ments. Part of the results have been published in [LCS*14] and [LPMS*16].

To refine our understanding of the magnetic properties of Sr3NilrOg, we also studied the isostruc-
tural compound SrzNiPtOg which allows to probe separately the magnetism of the Ni?* ions. It
has already been studied by means of single crystal magnetization and neutron powder diffraction
[NGzL94, CLHzL99, CJG"10]. From the magnetization measurements, the Nizt+ single ion magne-
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tocrystalline anisotropy was found to be strongly easy-plane. The neutron diffraction experiment did
not show any long-range ordered phase down to 2 K. This compound was thus proposed to stabilize
a "large-D" phase [CLHzL99, CJG"10]. We performed additional single crystal magnetization mea-
surements, neutron powder diffraction down to 60 mK and inelastic neutron scattering down to 2 K in
order to get direct evidence of this large-D phase of Sr3NiPtOg.
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58 Chapter 3. The chain compounds

3.2 S].‘3NiPtO6

I will first present the study performed on Sr3NiPtOg. In this compound the Pt** ions are non magnetic
so only the Ni?* ions contribute to the magnetism. I will first discuss the magnetization measurements
then I will present the Time-of-Flight (TOF) inelastic neutron scattering (INS) results and finish by the
polarized neutron powder diffraction measurements.

3.2.1 Magnetization measurements

We have measured the magnetization of Sr3NiPtOg using standard Quantum Design MPMS® SQUID
magnetometer using magnetic fields up to 5 T and for temperatures between 2 and 300 K. Additional
measurements using a SQUID magnetometer equipped with a dilution refrigerator developed by C.
Paulsen at Institut Néel were also performed, allowing to go to very low temperature (80 mK). All
measurements were performed on single crystals by applying the magnetic field perpendicular or par-
allel to the chain axis, i. e. the c axis. The single crystals have the shape of hexagonal plates, the c axis
being perpendicular to the plate, and have been aligned using faces as references with a 5° precision
in the two directions.

Figure 3.4 shows the magnetic field dependence of the magnetization for different temperatures.
Sr3NiPtOg exhibits a much higher magnetization when the magnetic field is applied perpendicular to
the c axis than parallel to it, evidencing an easy plane anisotropy perpendicular to this direction.

0.4 : -
4K 4
0.35 N .
A
0.3 L4 |
AA
~ 0.25 A B
= A
Em R Hlc
3 02 LA 80K
= 015 A aant 1
A AAAA
0.1 A Lant H/ ¢ .
A A 80 K
0.05 |
0 | | |

0 0.5 1 1.5 2 2.‘5 3 3‘.5 4 4.‘5 5 5.5
Magnetic Field (T)
Figure 3.4 — Magnetic field dependence of the magnetization measured with magnetic fields applied

parallel (dots and continuous lines) and perpendicular (triangles) to the ¢ axis at 4 K (in blue), 30 K
(in orange) and 80 K (in red).

The hysteresis curves (see Fig. 3.5) show no opening in zero field but there is a non linearity of the
magnetization for small value of the applied magnetic field, whose signification is discussed latter in
this section.

The anisotropy of Sr3NiPtOg is confirmed by the temperature dependence of the magnetization
(see Figs. 3.6 and 3.7). The magnetization was measured after a zero-field cooling in 0.01 T and after
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Figure 3.5 — Magnetization curves measured at 2 K and 4.2 K with the magnetic field applied perpen-
dicular to the c axis.

field-cooling processes in different magnetic fields. No difference is observed between the ZFC (not
shown) and FC curves. The measurements of the FC susceptibility M/H shows very little dependence
upon the magnetic field applied during the FC processes. Moreover, the magnetization measurements
are in good agreement with the previous studies [CLHzL99, CJG*10].
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Figure 3.6 — Temperature dependence of the magnetic susceptibility measured after FC in 0.01 T (dark
blue) and in 1 T (light blue) with the magnetic field applied perpendicular (left) and parallel (right) to
the c axis.

At low temperature, an increase of the magnetic susceptibility is observed for decreasing temper-
ature. This is better seen when the magnetic field is applied perpendicular to c¢. This is characteristic
of the presence of paramagnetic impurities and could also explain the non linearity of the field depen-
dence of the magnetization measured at 2 K.

The magnetism of Sr3NiPtOg can be modeled by a system of non interacting S = 1 Ni?* ions with
a large single ion easy plane magnetocrystalline anisotropy D. Fixing the z axis as the quantification
axis, the Hamiltonian describing the magnetism of each Ni?* ion can be written as:

H = DS — gupS-H (3.1)

the first term corresponds to the single ion magnetocrystalline anisotropy. The second term is due to
the Zeemann energy created when a magnetic field H is applied, g, being the Landé factor (x =| or
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60 Chapter 3. The chain compounds

1), up the Bohr magneton and S the spin operator.

From this Hamiltonian we can compute the theoretical magnetic susceptibility x for a magnetic
field parallel or perpendicular to the ¢ (z) axis using the following relation:

N, oF
" H oH
where N, is the Avogadro number, F is the free energy of the system and is calculated from the
partition function Z using F = —%ln(Z) and Z = exp(—pH) where p = k%T'
For a magnetic field applied parallel to the z axis, in the (|S; = +1),|S; = 0),|S; = —1)) basis, the
Hamiltonian becomes:

H= 0 0 0
0 0 D+g|WBH

We can then compute the partition function:

Z =1+ ¢ PO-gusH) | ,~B(D+gusH)

and the magnetic susceptibility x:

e—BD (eﬁgnﬂBH _ e_,BgHP‘BH)

=N,
X| AgI\VBl L e BD (eﬁguHBH +e*/33H”BH)

Assuming that g upH <1, the former result rewrites:

ZNAgﬁP‘%; e~ D/ksT
M= TksT 14 20-D/kT

(3.2)

In the case where the magnetic field is applied perpendicular to the z axis, the Hamiltonian be-

comes:
D — 581 1sH 0
M= —%gulBH 0 _\%gLﬂBH
0 —J58LpH D

The eigenvalues of this Hamiltonian are {D, 3(D—/D? +4¢% y2H?), $(D + /D2 + 4g2ly%H2)}. As

2,2 227172 227172
4‘%# < 1, they can be simplified as {D, —gi}gH , D+ gﬂgH }

The magnetic susceptibility x| is then expressed by:

ZNA 2 .2 1— efD/kBT
XL = gJ_yB 57 (33)
D 1+ 2e~D/ksT

A fit of the temperature dependence of the magnetization using the relations 3.2 and 3.3 has been
performed in order to get the values of g/, ¢, and D (see table 3.2 and figure 3.6).

A better agreement between the fitted curves and the experimental data at low temperature is
achieved when a contribution from paramagnetic impurities is added using a Curie-Weiss law:

X=T- e

Emilie Lefrancois - Université Grenoble Alpes - 2016



3.2. Sr3NiPtOg 61

where C is the Curie constant which depends on the material and © is the Curie-Weiss temperature.
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Figure 3.7 — Experimental data (dots) and model (continuous lines) of the temperature dependence of
the magnetic susceptibility with the magnetic field of 0.01 T applied perpendicular (in blue) and parallel
(in red) to the c axis.

3| g, Dw Cw CLK OpK ©O,K
207 231 9663 004 0.008 -6.46 -2.03

Table 3.2 — Parameters obtained from the fit of the susceptibility measurement with the models of
Eq. 3.2 and 3.3. ), and © , correspond to the Curie constants and Curie temperatures refined for
the data measured with the magnetic field parallel and perpendicular to the ¢ axis.

The values of the anisotropy constants extracted from the fit are consistent with the ones from

previous studies (see table 3.3).

Claridge et al. [CLHzL99] | Chattopadhyay et al. [C]JG"10]
D D, D,
93.7 88.65 107.47

Table 3.3 — Values of the anisotropy constant obtained in previous studies.

Claridge [CLHzL99] fitted the data using a unique value of the anisotropy constant, whereas Chat-
topdhyay [CJG110] fitted its data independently for the two directions along which the magnetic field
was applied. Theoretically the anisotropy constant must be the same in the two directions so we fitted

a unique value of D.

Additional magnetization measurements using a SQUID magnetometer equipped with a dilution
fridge were performed. No additional anomalies were observed suggesting that SrsNiPtOg does not

order down to 60 mK.
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62 Chapter 3. The chain compounds

From the magnetization measurements we were able to evidence that Sr3NiPtOg exhibits a large
easy plane anisotropy D =90 K and that it seems to remain disordered down to very low temperature.
This suggests that the system may be an experimental realization of a "large-D" phase. This phase
exists in quantum spin chains where the anisotropy is much higher than the magnetic interactions, i.e.
D/j > 1. The ground state is a collective state of singlet, S, = 0, therefore non-magnetic. In the extreme
limit of vanishing intersite interactions, the ground state is separated from the excited states, S, = +1,
by an energy barrier corresponding to the anisotropy gap D.

In order to ascertain this hypothesis, INS and polarized neutron diffraction experiments have also
been performed. From the INS spectra, a single magnetic excitation at an energy D should be observed.

3.2.2 Inelastic neutron scattering

In order to probe the magnetic excitations in Sr3NiPtOg, experiments were performed with J. Ollivier
on both the IN6 cold neutron time-of-flight (TOF) spectrometer with incoming neutrons of wavelength
5.1 A and on the IN4 high-flux thermal neutron TOF spectrometer with incoming neutrons of wave-
length 1.1 and 1.6 A. These measurements were performed on a polycrystalline sample of Sr3NiPtOg.

Figures 3.8 and 3.9 show the neutron scattering intensity as function of the wavevector transfer Q
and the energy transfer w for temperatures between 1.5 and 300 K.

1100
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Figure 3.8 — Neutron intensity S(Q,w) as function of the wavevector Q and the energy transfer w
(left) and summed over Q (right) measured on IN6 with incoming neutrons of wavelength A = 5.1 A
for temperatures from 1.5 to 300 K.
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Figure 3.9 — Observed neutron intensity S(Q,w) as function of the wavevector transfer Q and the
energy transfer w measured on IN4 with incoming neutrons of wavelengths 1.6 A (left) and 1.1 A

(right).

Both experiments show the presence of two excitations at 7.8 and 14.5 meV respectively. Looking
at the Q dependence of these excitations, the one at 7.8 meV is of magnetic origin as its intensity de-
creases with increasing Q and scales with the square of the Ni?>" magnetic form factor. On the other
hand, the intensity of the second one increases with Q, it is thereby mainly assigned to phonon contri-
butions. No additional excitations is observed up to 27 meV. The energy of the magnetic excitation is
consistent with the anisotropy gap D of 90 K = 7.8 meV. Hence, it can be understood as the excitation
of the S, = 0 spin state towards the excited states S, = +1. From the IN4 experiment, for which en-
ergies up to 60 meV were probed, no other magnetic excitation was observed (see right part of Fig. 3.9).

From the neutron intensity summed over all wavevectors Q (see right part of Fig. 3.8) we can ob-
serve the presence of an additional quasi-elastic signal appearing as the temperature increases that
can be assigned to the presence of multi phonons or be a signature of the paramagnetic spin dynamics
above the energy gap. The temperature dependence of the 7.8 meV excitations is in agreement with our
previous explanation. As the temperature increases, the population of the excited levels and therefore
the scattering intensity increases on the anti-Stockes side (neutron energy gain).

3.2.3 Polarized neutron scattering

In order to complete this study, polarized neutron diffraction experiment with XYZ polarization analy-
sis have been performed on the D7 instrument with G. Nilsen at the ILL using a polycrystalline sample
of Sr3NiPtOg. The nuclear and magnetic scattering cross sections were measured as function of the
temperature. A dilution fridge allowed to cool the sample down to 50 mK.

Figure 3.10 shows the magnetic scattering cross section extracted from the neutron intensity. The
magnetic Bragg peak observed at Q = 1.35 A" is due to the presence of a magnetic impurity, NiO,
which orders antiferromagnetically below its Néel temperature of 525 K.

At room temperature, a paramagnetic signal scaling with the square of the magnetic form factor
is observed. As the temperature is lowered, the magnetic signal intensity decreases to reach a zero
value at the lowest temperature. This confirms that the system does not show any evidence of long
range order but rather is in a non magnetic singlet state. This is consistent with the low temperature
magnetization measurements and with the assumption of a large-D non-magnetic phase.

Note that the intensity measured on D7 is integrated over the energy, therefore a non zero magnetic
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Figure 3.10 — Magnetic scattering cross section of Sr3NiPtOg measured on D7 at 300 K, 50 K and
50 mK.

signal could have been observed if the incoming neutron energy was high enough to excite the system.
Using incoming neutrons with a wavelength of 5.7 A (E; = 1.6 meV), the neutrons cannot fill the excited
states and a zero magnetic signal was observed.

In conclusion, Sr3NiPtOg exhibits a large easy-plane of anisotropy D of 90 K~ 7.8 meV, which has
been probed experimentally by magnetic measurements and by inelastic neutron scattering. Moreover
no evidence of long-range order is seen but on the contrary the stabilization of a non magnetic state at
low temperature is observed. These results suggest that Sr3NiPtOg is an experimental realization of the
so-called large-D phase. This phase is predicted for quantum spin chains where the magnetocrystalline
anisotropy, D, is much stronger than the magnetic exchange interactions J. The ground state of this
system can then be described as non-magnetic singlet (S, = 0) separated from the excited states (S, =
£1) by the energy of the anisotropy gap. Excitations of the system correspond to transition from the
non magnetic ground state to these excited states for which, in a classical picture, the spins get tilted
from the easy plane anisotropy. Although this is not the only compound stabilizing a large-D phase,
this work shows the first experimental evidences of such a phase using polarized neutron scattering
experiments with XYZ polarization analysis.
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3.3 S].‘3NiIl‘06

In this section, we will now present my study performed on the isostructural compound: Sr3NilrOg.
The non magnetic Pt** ions are replaced by Ir** ions, which are magnetic with a strong SOC. I will first
focus on the static magnetic properties with the magnetization measurements and the determination
of the magnetic structure. Then the electronic spectra of the Ir 5d electrons measured by Resonant
Inelastic X-ray Scattering (RISX) will be analyzed and the dynamical properties will be discussed.

3.3.1 Magnetic properties

3.3.1.1 DC Magnetization measurements

Magnetization measurements were performed on a single crystal of Sr3NilrOg with the magnetic field
H applied parallel (||) and perpendicular (L) to the ¢ axis.

Figure 3.11 shows the temperature dependence of the magnetic susceptibility measured in both
directions after a ZFC and a FC in 0.01 T. Two characteristic temperatures are observed:

- Ty = 75 K, where the magnetization curves deviate from the Curie-Weiss law

— Tp = 17 K, for which a difference between the ZFC and FC curves is observed in both directions.
The ZFC curves suddenly drop to small values while the FC curves keep increasing until they
reach plateaus.

A crossing of the perpendicular and parallel magnetic susceptibility is observed around 200 K for
both the ZFC and FC curves. The magnetization measured along the ¢ axis becomes smaller than the
one measured perpendicular to the ¢ axis above this temperature suggesting an easy plane anisotropy
perpendicular to the c axis. Below 200 K, the magnetization is much higher when the magnetic field is
applied parallel to ¢ than perpendicular to it. This evidences an orientation of the magnetic moments
preferentially along the ¢ axis below this temperature.
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Figure 3.11 — Temperature dependence of the magnetic susceptibility measured after a ZFC (filled
symbols) and a FC in 0.01 T (open symbols) with the magnetic field applied parallel (circles) and
perpendicular (triangles) to the c axis.

This observation is confirmed by the magnetic field dependence of the magnetization (see Fig. 3.12).
At 300 K, the magnetization measured within the plane perpendicular to the c axis is clearly larger than
the magnetization measured along the c axis, while the reverse is true at 150 K. The high temperature
behavior is actually consistent with the one of the previous compound Sr3NiPtOg for which a large
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easy-plane anisotropy is evidenced. For Sr3NilrOg, other ingredients have to be taken into account in
order to understand the change of anisotropy occurring around 200 K.
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Figure 3.12 — Temperature dependence of the magnetization measured with the magnetic field applied
parallel (filled symbol), a perpendicular (empty symbol) to the c axis at 300 K (in red) and 150 K (in
blue).

The magnetization measurements also reveal the presence of a weak ferromagnetic component
along the c axis below 17 K (see Fig. 3.13), temperature at which a separation between the FC and ZFC
magnetic susceptibility measurements is observed.
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Figure 3.13 — Magnetization hysteresis curves measured at 5, 15 and 50 K with the magnetic field
applied parallel to c. Inset: zoom around zero field of the hysteresis curves opening with the temperature.

Note that the magnetization measured at 5 K is much weaker than the ones measured at higher
temperatures indicating a change in the magnetic behavior at T. In the ordered phase above T,=17 K,
a two-step reversible magnetization was measured using pulsed magnetic field up to 35 T by Flahaut
et al. [FHM103] on a polycrystalline sample. A first plateau reaching ~ 0.2 ug/f.u. is stabilized
until 7 T, where the increase of the magnetization with the field accelerates. Below 17 K, this two
step magnetization is replaced by a hysteresis cycle opening with a coercive field increasing while
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decreasing the temperature [FHM 03, SKT " 14] (see Fig. 3.14).
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Figure 3.14 — Magnetization hysteresis curves measured on a polycrystalline sample of SraNilrOg for
T < Ty (left) and T, < T < Ty (right) using pulsed magnetic field. From [FHM™*03]

The presence of a ferromagnetic component along the ¢ axis has been confirmed using magnetiza-
tion measurements with pulsed magnetic field up to 60 T by Singleton et al. (see Fig. 3.16) [SKT14].
The measurements of Singleton et al. confirm that the ferromagnetic component is only present when
the magnetic field is applied parallel to the ¢ axis and below 20 K, temperature corresponding to the
lowest characteristic temperature T,. Besides, a huge coercive magnetic field, up to 55 T (see Fig. 3.15),
was evidenced in this work.
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Figure 3.15 — Magnetization M as a function of magnetic field measured in a series of magnetic pulses
using a capacitor-bank-driven 65 T pulsed magnet. An hysteresis is seen in the H || ¢ configuration (left)
while no hysteresis is observed in the H L ¢ configuration (right). From Singleton et al [SKT14]

3.3.1.2 AC Magnetization measurements

The temperature dependence of the AC susceptibility was measured by Adroja et al. in a magnetic field
of 6 x 103mT with frequencies ranging from 11 to 2000 Hz on a polycrystalline sample of Sr3NilrOg. I
analyzed these data and the left part of Figure 3.17 shows the temperature dependence of the in-phase
(M') and out-of-phase (M'") magnetization for different frequencies.

The onset of spin dynamics is observed in the magnetization below 70 K and it gets frozen below
T, = 17 K. The out-of-phase magnetization exhibits a maximum when the in-phase magnetization
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Figure 3.16 — T-dependence of the coercive field deduced for two different single crystals (called S2
and S3 in the figure) magnetization measurements in pulsed fields. Filled symbols indicate the result
obtained after the initial pulse in zero-field cooling from room temperature; these show slightly larger
coercive fields values compared to those measured in subsequent pulses (empty symbols). Lines are
linear fits to the data. From Singleton et al [SKT*14]

drops. The temperature at which the maximum is observed shifts towards higher temperature as the
frequency increases. Assuming that the dynamics is governed by a single relaxation time 7, M"(T) is
maximum when the measurement time (= 1/2rf) is equal to 7. We used a simple model to analyze
the measurements although it may be too crude to capture the whole physics of our system. Usually
in thermal activated process over an energy barrier E, T follows an Arrhenius law 7 = 1. exp(E/ksT)
where 7 is the characteristic relaxation time. The refinement of the experimental data (see right part
of Fig. 3.17) gives an energy barrier of 422(13) K and a characteristic relaxation time of 2(1) x 10~ s,

This activated behavior is characteristic of single-chain magnets with significant anisotropy [CMCO06].

It reveals the presence of an energy barrier necessary to create a domain within a chain. For perfect
Ising chains, the spin dynamics is well described by the Glauber theory [Gla63] and the energy barrier
is equal to 2JS? with ] the first neighbor intrachain interaction. For anisotropic Heisenberg spin chains,
the energy barrier involves both the exchange interaction and the single-ion anisotropy. Our case,
with two atomic species and anisotropic interactions, is more complex but the energy barrier of 422 K
mainly reflects the influence of the strongly anisotropic exchange interactions on the spin dynamics of
Sr3NilrOg and is in agreement with the values of the exchange interactions derived from the spin wave
analysis (see section 3.3.4.1).
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Figure 3.17 — (left) Temperature dependence of the in-phase (M’ - top) and out-of-phase (M” - bottom)
magnetization measured at different frequencies. (right) Temperature dependence of the relaxation time
T. The blue squares are the experimental values and the blue dashed line corresponds to the refinement
of the data by an Arrhenius law, with E = 422 +13 Kand 1 = 2(1) x 1071 s.

3.3.1.3 Powder neutron diffraction

In order to determine the magnetic order in Sr3NilrOg, neutron powder diffraction measurements have
been performed on polycrystalline sample on the WISH diffractometer at the ISIS Facility. These mea-
surements have been performed by Adroja ef al. and I analyzed the data.

The inset of Fig. 3.18 shows the diffraction data measured at 2 and 100 K. Additional Bragg peaks
are observed rising below 70 K, indicating the presence of a magnetic long range order. From the po-
sition of these magnetic Bragg peaks, we can determine the magnetic propagation vector, k ~ (0,0,1).
In the primitive rhombohedral description of the lattice, this corresponds to a (1/3, 1/3, 1/3) propagation
vector, i.e. an antiferromagnetic structure (see details in Appendix A).

In order to guide the refinement of the magnetic Bragg peaks at 2 K, a symmetry analysis was
first performed. The possible magnetic structures, compatible with the space group of this compound
and the (0, 0, 1) propagation vector in the case of a 2" order phase transition, were determined using
the method of representation analysis [Ber68]. Three irreducible representations are obtained (see
Table 3.4):

- 71 and 1, of dimension 1, corresponding to respectively an AFM and a FM arrangement within

each magnetic sublattice (Ni and Ir) with the magnetic moments aligned along the ¢ axis

— 713 of dimension 2, corresponding to an in-plane magnetic order

T, is the only irreducible representation allowing to refine the data (see Fig. 3.18). The magnetic
structure consists of ferromagnetically coupled magnetic moments from the same sublattice while the
Ni?* and Ir** magnetic moments are antiferromagnetically coupled along the chains. The intensity of
the refined magnetic moments are My; = 1.5(1)up and My, = 0.5(1)up at 2 K (see Fig. 3.19). These
values are smaller than the expected ones: 2 up for S = 1 spin and 1 up for S=1/2 spin. Besides, the
intensities of the magnetic peaks saturate below 35 K without any evolution of the peaks shape in
particular at 17 K, temperature at which the ZFC and FC magnetic susceptibility get separated.
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Figure 3.18 — Neutron powder diffraction of Sr3NilrOg recorded at 2 K. The observed and calculated

intensities are shown as well as the difference. Inset: zoom of the neutron powder diffraction at 2 and
100 K showing the onset of magnetic Bragg peaks.

Using neutron diffraction experiments, we get information about the modulus of the magnetic
structure factor, which is defined by

Fu = Y 58(S)oF(Q)e e, (3.4

where g(S) corresponds to the ordered moment, F(Q) to the magnetic form factor, e=" to the Debye-
Waller factor and ¢ is the global phase related to the magnetic modulation. Therefore we cannot
have access to parameters such as the global phase and have to rely on indirect symmetry arguments
and bulk properties to propose a unique model for the magnetic structure. Different magnetic struc-
tures corresponding to different values of ¢ are compatible with the neutron integrated intensities (see
Fig. 3.20), considering a commensurate or a slightly incommensurate propagation vector, as the instru-
mental resolution does not allow us to clearly state on that matter.

For a slightly incommensurate propagation vector, an incommensurate amplitude modulated struc-
ture (R3c1’) would be observed, similarly to the case of CazCo0,04. For a commensurate propagation
vector and an arbitrary value of ¢, the magnetic structure can be described as a commensurate am-
plitude modulation of the magnetic moments on the three chains. Two specific values of ¢ lead to
peculiar magnetic arrangements:

—foreg =0+4+n- %” (n: integer), we get (+M, —%M, —%M) for the moments at atomic positions

(0,02, (3,33 +2, G 13 +2)] 03D

—forg=7%+n- 27” (n: integer), we get a partially disordered antiferromagnetic state where 2/3
of the chains are fully ordered and antiferromagnetically coupled and the remaining 1/3 stays
disordered (P3'c'1)

The structure obtained for ¢ = 0 is the most symmetric arrangement whose magnetic space group
(P3c'1) allows the coexistence of the antiferromagnetic mode as the primary order parameter and of a
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Table 3.4 — Magnetic configurations associated with the three irreducible representations of the group
of the propagation vector k = (0, 0, 1) for Sr3NilrOe. 1, p1,2, V1,2 and wq are refinable parameters
of the Fourier coefficients of the spin Sy.
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Figure 3.19 — Temperature dependence of the magnetic moments of Ni and Ir in absolute value from
the refinement of the diffractograms. The plain line are guides for the eyes.

ferromagnetic mode along the ¢ axis, which would then be the secondary (induced) order parameter.

Indeed in the Landau theory, a phenomenological expression for the free energy can be given in
the vicinity of the transition temperature T¢, as a Taylor expansion in the order parameter:

1
F:F0+a§(T—TC)1,b2+b1p4+---,

where ¢ is the primary order parameter corresponding to the antiferromagnetic mode. The ferromag-
netic component observed at low temperature should correspond to a secondary order parameter, i.e.
a parameter which becomes non zero as the same time as the primary one but does not drive the
transition. Coupling terms of the form " M!", where M, represents the ferromagnetic component, i.e.
the secondary order parameter, can then be added in the expression of the Free energy at the condi-
tion that they are invariant under the symmetry of the paramagnetic group. In order to see which
coupling terms are authorized, one can look at the effects of the different symmetry operations of the
space group R3c1’ on both the primary and secondary order parameters (see Table 3.5). The main term
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Figure 3.20 — Magnetic structure compatible with the neutron powder diffraction measurement for a
slightly incommensurate propagation vector (left) and for a commensurate propagation vector (right)
considering different values of the global phase. The perspective views on the right represent the mag-
netic structures for ¢ = 0 (top) and 7/e. (bottom).

IR Symmetry generators of space group R3c1’
3%7(0,0,z) 2(x,x,0) 1 t t 1
o1 | (1 0) (01 0 ™\ [JF 0 e 0 -1 0
01 10 e im0 0 % 0 i 0 -1
Mz Mz 'Mz 4 z Z 'MZ

Table 3.5 — Matrix representatives [AKC*06] of the LD1 irreducible representation for generators
of the space group R3c1’ (Miller and Love notation [CDML79]) and wave-vector k =(0, 0, k). &
and tp represents the respective R-lattice translations (2/3,1/3,1/3) and (1/3, 2/3, 2/3). The 1" symbol
represents time-reversal symmetry. The bottom line shows how the M, secondary ferromagnetic mode
at k=0 transforms under the various symmetries.

would then be of the form |¢|>- M.

If the ferromagnetic component observed in the magnetization measurement versus H is intrinsic to
the long range ordered phase, then the magnetic structure of SrsNilrOy at 2 K would be the amplitude
modulated antiferromagnetic one corresponding to P3¢’1. The transition observed at 17 K could either
be a transition from a low temperature commensurate to a high temperature incommensurate structure
or, if the propagation vector remains commensurate, an abrupt change of the phase ¢ from 0 at low
temperature to 77/6 at high temperature, thus from an amplitude modulated to a partially disordered
structure. Note that the two-step magnetization observed above T, [FHM 03] might indeed be a
signature of the partially disordered arrangement. The freezing of the paramagnetic chain in the field
direction should give rise to a plateau at 1/3 of the magnetization of the ferromagnetically aligned
ferrimagnetic chains. Its disappearance below T, as well as the freezing of the spin dynamics, are
compatible with the emergence of an alternating magnetic structure with no disordered chains.

Emilie Lefrancois - Université Grenoble Alpes - 2016



3.3. Sr3NilrOg 73

On the other hand, if the ferromagnetic component is extrinsic, then all the magnetic structures
proposed in Fig. 3.20 would be possible. This extrinsic contribution could be a non-equilibrium con-
figuration induced by the applied magnetic field and pinned by the defects and the strong anisotropy
of the system. Alternatively, it could reflect the presence of a competing ferromagnetic phase signaled
by ferromagnetic clusters like in CazCo,Og [PLM*14].

3.3.2 Nature of the magnetic transitions

Having determine the nature of the magnetic structure below T, = 17 K, we then attempted to inves-
tigate the nature of the high temperature magnetic structure based on the assumptions made in the
previous section. I will first describe the Resonant Elastic X-ray Scattering (REXS) experiments per-
formed on 116 which allowed us to probe the commensurability of the magnetic propagation vector
k and also measurements performed on ID20 during the Resonant Inelastic X-ray Scattering (RIXS)
experiment.

3.3.2.1 Resonant Elastic X-ray Scattering

Resonant Elastic X-ray Scattering (REXS) experiments were performed on the 116 beamline at Diamond
with A. Bombardi. We studied the evolution of the magnetic propagation vector with the temperature
as well as the magnetic correlations in the ordered phases. The instrumental setup of 116 provides a
really good resolution in the Q space allowing to probe very small incommensurability of the magnetic
wavevector.

Figure 3.21 shows the azimuthal scan performed on the (6 6 4) magnetic reflection.

500

4001 ® exp data B

model

3001

Intensity (a.u.)
n
8
T

100

-1 O L L L L L L L
=200 ~150 ~100 50 0 50 100 150 200
¥ ()

Figure 3.21 — Azimuthal dependence of the (6 6 4) magnetic reflection intensity. The line is a fit to the
data of the scattering amplitude.

This measurement allows a precise determination of the orientation of the magnetic moments. The
expected observed intensity can be calculated using a model taking into account the magnetic moment
orientations. In this case, the calculation agrees very well with the experiment for magnetic moments
fully confined along the chain axis, confirming the absence of in-plane magnetic moment components.

Moreover, as the measurements are performed at the Ir L3 resonance edge, only the Ir magnetism
is probed. Therefore, this gives a nice confirmation of the direction of the Ir magnetic moments as the
Ir contributes weakly to the neutron scattering intensities.
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To probe the commensurability of the magnetic propagation vector, scans of the reciprocal space
along the L direction were performed. Selecting several magnetic peaks amongst the most intense
ones, these scans were made through the magnetic peak and through its two nearest neighbor charge
peaks. This allowed to account for possible changes of the lattice parameters with the temperature
or misalignment occurring during the experiment. Three different magnetic peaks were measured:
(662),(664)and (75 0). Measurements show identical behavior for the three peaks. I will therefore
only present the measurements and analysis performed on the (7 5 0) magnetic peak.

Figure 3.22 shows the temperature dependence of the scans of magnetic and charge peaks per-
formed along the (7 5 L) direction.
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Figure 3.22 — Scans along the L direction of the reciprocal space for the (7 5 0) magnetic peak [middle]
and its two nearest neighbor charge peaks (7 5 -1) and (7 5 2) [left and right].

By fitting the peaks at all temperature using a Lorentzian distribution (see Appendix B), the posi-
tions of the maximum are extracted. In reflection geometry that we have used, it has been difficult to
obtain a reliable orientation matrix for all temperatures. Indeed, the position of the charge peaks are
slightly shifted of a few per thousand from their expected position (L=-1 and L=2). Thus, in order to
minimize offsets when determining the position of the magnetic peaks, the following procedure has
been used:

— for the charge peaks, reciprocal space positions were corrected taking into account that the Miller

indices should remain fixed at all temperatures and fixed to their expected values
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— for the magnetic peak, the value was corrected considering that the ratio » between the distance to
one charge peak and the distance to the other should be the same before and after the correction
of the charge peaks.

_ XXM _ *ca X
XM —Xc1 X~ Xy

r

where xcq(2) and X0y @) correspond to the position of the first (second) charge peak before and
after the corrections and x); and x), are the magnetic peak positions before and after correction.
Then the corrected position of the magnetic peak writes:

/ !/
o = Yt ra
M r+1

Figure 3.23 shows the position of the peaks after correction. Looking at the refined position for the
magnetic peak, we can note that there is no change in its position from the L = 0 value within the error
bars as the temperature increases from 10 K up to 30 K through the magnetic transition temperature
of 17 K.
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Figure 3.23 — Temperature dependence of the peak position along the (7 5 L) direction after correction
for the magnetic Bragg peak (middle) and the two charge peaks (top and bottom). Plain lines are guide
to the eyes and the dotted line denote the transition temperature T, = 17 K.

This experiment shows that the magnetic propagation vector k remains commensurate and is equal
to (0 0 1.000(2)), in the two ordered magnetic phases.

In the previous section, different scenarios were described in order to explain the transition ob-
served at T,. From these REXS measurements, the magnetic propagation is shown to remain commen-
surate in the two ordered phases. Thus assuming an intrinsic ferromagnetic component below T, the
transition should be a change of the global phase ¢ from 0 at low temperature to 7/6 at high tempera-
ture, corresponding to a change from an amplitude modulated to a partially disordered structure.

Now looking at the integrated intensity of the magnetic peak extracted from the fits (see Fig. 3.24),
we note that the magnetic intensity increases from zero at 30 K to reach a maximum around 18 K
(= T) and then quickly decreases as the temperature is decreased. At T, the peak width is around
0.02 A1, leading to a correlation length & ~ 314 A.
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Figure 3.24 — Temperature dependence of the (7 5 0) magnetic peak integrated intensity extracted from
the fits. The dotted line denotes the transition temperature T, = 17 K.

We have also performed scans of the reciprocal space to probe the potential presence of a second
magnetic phase, as it was reported for CazCo,O¢ [AFCT11]. Nevertheless, no other magnetic peaks
were detected. Note however that, in the case of CazCo0,0g, the lower temperature ordered phase was
observed only during a neutron powder diffraction experiment. The measurements on single crystals
were unable to confirm its presence [private communication with L. Chapon]. This transition from
the incommensurate phase with k = (0, 0, 1.01) to the commensurate one with k = (1/2, -1/2, 0) was
observed over a quite long time scale of a few hours. This was the time needed for the volume of ma-
terial exhibiting the short range order to entropically increase as the spin density wave phase become
unstable. The reason for which it was not observed on the single crystal could be that the material is
subjected to less internal stress in its polycrystalline form.

In summary, from the REXS measurements, we showed that the magnetic propagation vector is
commensurate in the two ordered phases. A peculiar behavior is evidenced as function of the temper-
ature with a magnetic intensity and correlation length being maximum at T, ~ 17 K, both decreasing
as the temperature is further lowered or increased. However the very good resolution in the reciprocal
space of the instrumental setup made the analysis of the magnetic peak quite difficult as soon as it
starts to loose coherence.

3.3.2.2 Resonant Inelastic X ray Scattering

Resonant Inelastic X ray Scattering (RIXS) experiment providing a quite low resolution in Q space, it
does not allow to obtain precise reciprocal space information but is very useful for signals not well
correlated as it was observed by REXS in Sr3NilrOg. During the RIXS experiment we followed the
evolution of two magnetic peaks in elastic conditions: (10 -1 6) and (10 0 8) as a function of tempera-
ture, scanning the peaks along different directions of reciprocal space. Only the analysis performed on
the (10 -1 6) magnetic Bragg peak is shown in this section, but identical results were obtained on the
second magnetic peak.

Figure 3.25 shows the scans of the (10 -1 6) magnetic Bragg peak along (10 K 6) and (10 -1 L), for
temperatures from 6 K up to 300 K. As the temperature is decreased, the intensity of the magnetic
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peak is rising and reaches a maximum value at 22.5 K. Then if the temperature is further lowered,
the intensity of this magnetic Bragg peak drops suddenly until 12 K. At this temperature the intensity
starts to slowly increase again. This behavior is rather unexpected, indeed the intensity of the magnetic
Bragg peaks was expected to continue to increase until it reaches the saturation at low temperature as
it was observed in the neutron powder diffraction experiment (see Fig. 3.19).
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Figure 3.25 — Scans of the (10 -1 6) magnetic Bragg peak along the (10 K 6) (top) and the (10 -1 L)
(bottom) directions for temperature from 6 K (in blue) to 300 K (in red).

Moreover, a drastic change of the shape of the magnetic peak is also observed depending on the
scan direction (see Fig. 3.26).

Fits of the peaks were performed to better follow and understand their temperature evolution. This

allows extracting the peak area as well as its width.

For the fit along the K and L directions respectively, the following functions were used:

_ o _(x—x)? _x
fx(x,a9,a1,x9,0,m) = ag+ P (exp( 552 )+ mexp( 202) (3.5)
ay |x — x0/°
_ _ X~ ol 3.6
Jul o 30, 0,¢) = o + 27 (02) e T(14 1) oF ( 207 ) (30)

where a is the constant background, 4, is the area of the peak, xy corresponds to the position of the
peak and ¢ is the width of the peak.

For scans along the (10 K 6) direction, this corresponds to a standard Gaussian distribution (see
Eq. 3.5). A second Gaussian distribution is added at Q = (10 0 6) taking into account the additional
contribution that we can see in the background. The intensity of the second magnetic peak is assumed
to follow the same temperature evolution than the (10 -1 6) one, so that only a proportionality coeffi-
cient, m, is refined for the intensity of the second peak. This parameter has been fitted at 22.5 K to the
value m = 1.1 and was then fixed for all the other temperatures as it is assumed to be constant.

For the (10 -1 L) direction, a modified Gaussian distribution has been used with an additional
parameter, e, allowing to account for the sharp steepness of the peak. Similarly to the proportionality
constant m, this parameter has also been fitted for the scan performed at 22.5 K and then fixed to the
value e = 2.62 for data at other temperatures.

Fits of the experimental data in the (10 K 6) and (10 -1 L) directions between 6 and 150 K can be
found in Appendix C.
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Figure 3.26 — Scans of the (10 -1 6) magnetic Bragg peak along the (10 K 6) (top) and the (10 -1 L)
(bottom) directions for temperature from 6 K to 22.5 K (left) and from 22.5 K to 300 K (right).

The peak area can be calculated using a trapezoidal numerical integration of the data after remov-
ing the fitted background. Its temperature dependence is similar in the two directions (see Fig. 3.27). It
reaches a maximum around 22.5 K followed by a quite abrupt drop as the temperature decreases. This
is connected to the ZFC-FC separation which is observed around 17 K in the temperature dependence
of the magnetic susceptibility (see Section 3.3.1.1) where a maximum of the magnetic susceptibility is
observed before a sudden drop as the temperature is lowered. Below 12 K, the RIXS intensity slowly
starts to increase again.

Another drop in the intensity is also observed around 27 K although there is no other evidences of
a magnetic transition at this temperature. It could thus not be related to the physics of the system.

Figure 3.28 shows the temperature evolution of the peak position extracted from the fits. The ex-
perimental resolution of ID20 in Q space being quite low, A ~ +0.28 A1, it does not really provide
quantitative information. We can still note that there seems to be no change in the position of the Bragg
peaks as the sample is cooled down from the high temperature through the second magnetic transition
observed at 17 K. This is thus consistent with the REXS experiment.

The temperature dependence of the peak width, shown Fig. 3.29, gives useful information as it is
inversely proportional to the magnetic correlation lengths.
The first thing to be noted is that the peak is much narrower in the (10 -1 L) direction than in
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Figure 3.27 — Evolution of the integrated intensity of the peak along the (10 K 6) (top) and (10 -
1 L) (bottom) directions. The dotted lines indicate the two transition temperatures determined from
magnetization measurements.

the (10 K 6) one. At T, = 17 K the correlations in the L and K directions are respectively ¢; = 120 A
and ¢k = 33 A. This means that the correlations are much stronger along the chains than between
the chains, suggesting a low dimensional behavior. Then, looking at the evolution in both directions,
the peak width along the (10 -1 L) direction remains constant below 60 K meaning that, below this
temperature, there is no evolution in the length of the magnetic correlations along the chain direc-
tions. However looking at the other direction, we can clearly observe a minimum of the peak width at
22.5 K, temperature at which the intensity of the magnetic peak is maximum. At this temperature the
interchain correlations are thus strongest and then start to weaken as the temperature is lowered. This
behavior is quite peculiar as the peak width in a standard ordered phase would rather be expected to
lower and remain constant as the temperature is lowered.

The RIXS measurements performed using elastic condition allowed us to follow the evolution of
the magnetic signal on a broad temperature range. The analysis of the temperature dependence of the
magnetic Bragg peaks is consistent with the results obtained by REXS. The magnetic signal reaches a
maximum in intensity around the lower transition temperature T, = 17 K. At this point, the in-plane
magnetic correlations are also reaching a maximum value. Below this temperature, the magnetic inten-
sity drops and the in-plane correlations decrease. We do not have yet a clear understanding in order
to explain this peculiar behavior. One possibility is the presence of a competing magnetic phase below
T although we do not have any evidence of such phase so far.

Nevertheless, these measurements allowed us to get additional information on the nature of the two
ordered phases by studying the commensurability of the magnetic propagation vector. Thus Sr3NilrOg
orders below T; =~ 75 K with a commensurate magnetic propagation vector k = (0, 0, 1) which remains
unaltered down to 2 K. A possible scenario is that from T; to T, = 17 K, the system orders in a partially
disordered antiferromagnetic configuration. Then at T, a change of the global phase corresponds to a
modification of the structure to an amplitude modulated antiferromagnetic configuration compatible
with the presence of a ferromagnetic component along the chain axis.
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1 L) (bottom) directions. The dotted lines indicate the two transition temperatures determined from
magnetization measurements.
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Figure 3.29 — Evolution of the width of the peak along the (10 K 6) (top) and (10 -1 L) (bottom)
directions. The dotted lines indicate the two transition temperatures determined from magnetization
measurements.

3.3.3 Measurements of the inelastic response

We then studied the inelastic spectra of the Ir 5d electrons using RIXS experiments. This technique al-
lows to probe simultaneously the electronic and magnetic excitations of Sr3NilrOg. The RIXS measure-
ments were performed at the ID20 beam line of the European Synchrotron Radiation Facility (ESRF)
with M. Moretti. The measurements were performed between 10 and 300 K and at different Q points
of the reciprocal space on a single crystal of Sr3NilrOg.
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3.3.3.1 Room temperature measurements

Fig. 3.30 shows a RIXS map obtained from inelastic scans at different incident photon energies. Two
features are observed besides the elastic line. The resonance of the tag Ir** electronic levels is measured
at 11.214 keV, whereas that of the ¢, levels is at 11.218 keV. As we are more interested in probing the
excitations whithin the f, manifold, the incident photon energy was then fixed at 11.214 keV in order
to enhance the intensity of these excitations.

The intensity of the gap induced by the local octahedral environment, standardly denoted 10Dg,
can also be deduced from the map shown Fig. 3.30. This energy corresponds to the difference between
the resonance energy of the ey states and the one of the 5, states. We obtain a value of 10Dg ~ 4 eV.
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Figure 3.30 — Incident energy dependence of the Sr3NilrOg RIXS spectra at the L3 Ir edge measured
at 300 K, showing the resonance of the taq and eg levels at 11.214 and 11.218 keV respectively.

In Sr3NilrOg, the IrOg octahedra are slightly elongated along the ¢ axis (corresponding to the
trigonal axis). The Ir-O distances are all equal but there are two different angles: & = 84.31° and
B = 95.69° (see Fig. 3.31).

@sr
oNi
@r
@0

Figure 3.31 — Detail of the Sr3NilrOg structure: the central distorted IrOg octahedron, its neighboring
trigonal prismatic NiOg along the chain axis, and the adjacent Sr atoms.

This trigonal distortion induces a splitting of the t5, levels in addition to the splitting induced by
the SOC. Thus taking into account both the trigonal splitting and the SOC, three non degenerated
doublets are obtained corresponding to an admixture of the initial ¢, states. This admixture differs
from what would be obtained in the case of a pure octahedral environment with SOC, which would be
a degenerated quadruplet characterized by a jer = 3 and a doublet with jeg = 3 (see scheme Fig. 3.32).

As a result of this trigonal distortion and SOC, we expect to observe two excitations within the #5¢
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Figure 3.32 — Splitting of the 5d levels due to the octahedral environment (10Dq), to its trigonal
distortion (A) and to SOC.

manifold corresponding to the transition of a hole from the d; level to either the d; or the ds levels.
This is indeed confirmed by the RIXS measurements at room temperature (see Fig. 3.33).
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Figure 3.33 — RIXS spectra of Sr3NilrOg at reciprocal space position Q = (10 -1 7) at 300 K. The
dashed curves correspond to the least-square refinements of the different excitations using Pearson-VII
functions.

Four features can be observed, beside the elastic peak, at energies of 50(5), 322(20), 568(2) and
728(5) meV. None of them shows any detectable dispersion (see Fig. 3.34). The most intense at 568(2)
and 728(5) meV are interpreted as d-d excitations within the ¢, levels. The existence of two peaks can
be only explained by a sizable contribution from a trigonal crystal field (A) in addition to the SOC.
This effect can be quantified by considering a local atomic model for the single hole occupying the f54

states with the following Hamiltonian:

1= (Sl ongl = 31657} 65*1) + 4L @7)

where A describes the splitting of the t¢ orbitals due to the trigonal distortion of the IrOg octahe-
dron (A >0 for an axial elongation) and A is the SOC parameter.
The symmetry-adapted |a1g) and \eéi> wavefunctions for trigonal symmetry are defined below:

Emilie Lefrancois - Université Grenoble Alpes - 2016



3.3. Sr3NilrOg 83

@) = ()
) = 32— - /)
) = 3w+ /3w2) (3.8)
) = Vi@ -+ /3
) = /3w -3
with
() = —5(22) -12,-2)
w2) = S(21)+[2-1)
() = —L(21)-2-1) (3.9)
(2= = H(22)+12-2)
() = [20)

Within this model, excitations can be seen as transitions of the hole from the ground state to the
lower lying electronic states. We will note that, in contrast to the case of tetragonal distortion, the ad-
mixture of the f5, with e levels is authorized by symmetry in the case of trigonal distortion of interest
here. However the 10Dg splitting between t5, and eq levels being of the order of 4 eV, i.e. much larger
than A and A, it means that the e, levels can be ignored in first approximation.
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Figure 3.34 — Out of plane wavevector dependence of the RIXS response of SraNilrOg in the
0 — 900 meV range in the high-symmetry direction Q = (10, -1, L) at 300 K.

The values of A and A can be obtained by constraining the eigenvalues of H to the energies of the
excitations within the f, manifold determined from the experiment. Two solutions exist, depending on
the sign of A: A=396(1) meV and A=294(7) meV for the first one (trigonal elongation of the octahedron)
and A=417(4) meV and A=-218(8) meV for the second one (trigonal compression of the octahedron).
Wave-functions (shown in Fig. 3.35) for the highest doublet in the f5, subspace (occupied by the hole)

can be written as:
10, 1) = iplaig, M) +ilegt, L) +leg L)

VP2

_ Plarg ) —legt 1) —ileg 1)

0,4) = sl
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where the parameter p depends on the ratio A/A as shown Fig. 3.35.

RIXS analysis alone does not allow determining the sign of A. However additional arguments
can be used to conclude on that matter. First ab-initio quantum chemistry calculations performed by
A.-M. Pradipto and S. Picozzi [LPMS"16] showed that the a1, singlet lies higher in energy than the eq
doublet in the absence of SOC. This corresponds to a positive value of A. Second, for a positive A, the
calculated value of the z component of the total magnetic moment <Lz + ZSZ> is reduced compared to
the value of 1 pp expected for a perfect octahedron (see Fig. 3.35). This is in better agreement with the
value refined from neutron diffraction experiment which is equal to 0.5 yip.

Note that the excitation at 50(5) meV is not accounted for by the electronic level scheme derived
previously and we will discuss its origin hereafter. The origin of the weak signal observed around
322 meV is unclear, but very similar (energy and spectral weight) to that observed in almost all iridate
compounds [LKH'12, HGC" 14, CGL"15], which suggests that it might be an intrinsic characteristic
of this class of materials.
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Figure 3.35 — Evolution of the z components of the orbital <L,>, spin <S>, total magnetic moment
< L, +2S, > and of p as a function of §. The grey stripe shows the Ir magnetic moment refined
from neutron diffraction. The amplitudes of the probability of presence of the tyg hole are shown at the
bottom: for a perfect octahedral environment (§ = 0), for a trigonal compression (§ = —0.52) and for a
trigonal elongation (§ = 0.73) of the octahedron. The latter two are in agreement with the RIXS results
but only the positive § is compatible with quantum chemistry calculations. The surfaces of constant
amplitude of probability are colored from red for pure |axg, 1) state, to blue for pure (ileg", |) + |eg™, |))
state, through white for an equal mix of these states.

3.3.3.2 Temperature dependence of the RIXS measurements

Fig. 3.36 shows the RIXS spectra of Sr3NilrOg between 10 and 300 K, at the same momentum transfer
Q =(10-1 7). As the temperature decreases, a more complex structure with additional features of the
electronic excited states associated to the intra ¢, transitions is observed (see Fig. 3.36). This change
of shape is attributed to the influence of the Ni-Ir nearest neighbor magnetic exchange interactions,
which become relevant in the magnetically ordered phase.
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Figure 3.36 — RIXS spectra of Sr3NilrOg at the reciprocal space position Q = (10 -1 7) between 10
and 300 K. The dashed curves for the 300 K scan correspond to the least-square refinements of the
different excitations using a Pearson-VII function. The vertical lines on the 10 K curve correspond to
the eigenvalues of H calculated for A = 396 meV A = 294 meV, ayy = 0 and a; = 0.1 eV.

Indeed, the local Hamiltonian can be completed in order to take into account this additional per-
turbation on the Ir electronic states and rewrites:

2 1
1= ( Sloag) ong] = 516651 ) AL+ = g (51 4 8y) — S @11)

The last terms «;S; = —2];; <SIN S;, (i = x,y,z) represents the molecular field components produced
on the Ir spin by its two Ni?* nearest neighbors.

Although the complex features observed above 500 meV do not allow to unequivocally determine
the values of ayy., a solution is shown in Fig. 3.36 on the 10 K curve. The energies of the split
peaks were obtained using ayy = 0 and a; = 0.1 eV and are in agreement with the experimental
data. Moreover the values of ay, . are compatible with the strong uniaxial character of the magnetic
structure and with the values of the anisotropic exchange interactions deduced from the spin wave
calculations (see section 3.3.4.1) .

Inspecting the temperature evolution of the lowest energy excitation, we observed a change in the
shape (peak width and intensity) as well as in its position. At 300 K, the position of the maximum is
around 50 meV and the peak is quite broad. Its intensity increases as the temperature is lowered and
its position in energy shifts to 90 meV from 300 K to ~ 100 K where it remains constant for lower
temperatures. This excitation cannot be accounted for by the electronic level scheme. Its temperature
dependence is compatible with a magnetic excitation, whose observation by RIXS is allowed (see Ap-
pendix D).

This magnetic excitation does not show any detectable dispersion along the (10 -1 L) direction
within the instrumental resolution of 25 meV(see Fig. 3.37). Besides the persistence of the magnetic
excitation far above the ordering temperature is consistent with another magnetic excitation observed

Emilie Lefrancois - Université Grenoble Alpes - 2016



86 Chapter 3. The chain compounds

o
—
&2

o
—

."..000000000".“.’."‘......'.."“""‘0000

logm(n

Transferred energy (eV)
o
o
[&7]

- A

Q_(10 1L)

Figure 3.37 — RIXS map measured at 10 K along the (10 -1 L) direction. The dotted lines show the
spin-wave excitations calculated with [y, = Jyy = 20 meV, [, = 46 meVand D = 9 meV. The Ir
and Ni main contributions are in white and gray respectively.

at 35 meV using Inelastic Neutron Scattering on a polycrystalline sample of Sr3NilrOg (see Fig. 3.38)
[WAT 15, TWA"16]. This behavior can be attributed to the presence of strong spin correlations asso-
ciated with the low dimensionality of the magnetic structure.
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Figure 3.38 — (1) The magnetic scattering at 5 K obtained from powder neutron diffraction after
subtracting the phonon contribution using the 300 K data. The strong scattering below 10 meV is due
to the incoherent background. (b) The simulated spin wave scattering at 5 K. From [TWAT16]
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3.3.4 A model describing the magnetic properties of Sr3NilrOg

3.3.4.1 Spin wave calculations

To understand the two excitations reported in Sr3NilrOg using RIXS and INS, we performed spin wave
calculations using the Holstein-Primakov formalism within the linear approximation with the Spinwave
software developed by S. Petit (LLB-CEA Saclay) for INS experiments.

The initial spin configuration is obtained from the mean field solution of the following Hamiltonian:

o= Y Jax(STSHa + §/S1) + =SiSia + ) D(S7)? (3.12)

i ieNi
It consists in starting from a random configuration for the spin observables (S;). The mean-field
contribution to the Hamiltonian at site i is then calculated. This yields the energies E;,, and the wave

functions |¢; ,). The updated expectation values, (5, at each step of the iteration procedure, are given
by:

eiEi,n /kBT N
Y 9inlSilin)

n

(S) =

with
Z = Zexp (—Ein/kgT).
n

These are finally used to proceed to site j, and this is repeated until convergence.

The model given by equation 3.12 describes isolated chains with alternating spin 1 (Ni) and pseudo-
spin 1 (Ir) antiferromagnetically coupled along the chains. We treat here the ideal jof = 3 state as
isospin operators. The Hamiltonian also includes the magnetocrystalline anisotropy of the Ni ions
modeled by D(S%)2. It corresponds to an easy plane anisotropy perpendicular to the z-axis for positive
D values. The symmetric exchange tensor | is constrained by the symmetry of the Ni-Ir bond, allowing
only the diagonal term with [y = J,;, and ]z, (see Appendix E). Dzyaloshinskii-Moriya (DM) interac-
tion is not taken into account here. It will be shown latter that including this effect does not influence
significantly the results.

We were able to reproduce the two magnetic excitations observed by INS and RIXS with the fol-
lowing set of parameters: Jyy = 20(2) meV, J.; = 46(2) meV and D = 9 meV (see Fig. 3.37). The cal-
culations were performed considering the dispersion spectrum of a single crystal along the (10 —1 L)
reciprocal space direction and the excitations as function of |Q| for a powder in order to compare them
with the RIXS and neutron experiment (see Fig. 3.39) respectively. The parameters of the model are
quite constrained by experimental evidences. Indeed the position of the maxima of the two modes are
equal to J;; — D and to 2],; whereas the dispersion is related to Jx/J... Besides, the value obtained
for the single ion magnetocrystalline anisotropy is in very good agreement with the value of 7.8 meV
found in the iso-structural compound Sr3NiPtOg.

Moreover, the contributions from the different magnetic species can be extracted from the calcula-
tions (see Fig. 3.40). The 90 meV excitation is essentially due to the Ir contribution, while the lower one
arises mainly from the Ni. This explains why we were unable to observe the low-energy excitation in
the RIXS experiment, the energy being fixed to the Ir L3 resonance edge.

One main result is that the spin wave simulations show that the nearest neighbor interactions are
highly anisotropic. This is at the origin of the magnetic quasi-Ising behavior of the Ni and Ir along the
z-axis. This occurs despite the strong single ion magnetocrystalline easy-plane anisotropy of the Ni?*
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Figure 3.39 — Calculated spin waves with exchange interactions Jxx = J,; = 20 meV, [, = 46
meV and single ion magnetocrystalline anisotropy D = 9 meV for a single crystal (left) and for a
polycrystalline sample (right). The white zone represents the region which was not accessible in the
INS experiment from Fig. 3.38 up to 50 meV.

ion perpendicular to this direction.

Using the same spin wave software, we also examined the influence of the interchain interactions
on the spin wave spectrum by calculating the response of three chains on a triangular lattice: two
of them are antiferromagnetically coupled by a mean interchain interaction, J,, while the third one
is allowed to fluctuate. This spin configuration is one of the two that are compatible with the neu-
tron diffraction experiment. The other one, involving a modulation of the amplitude of the magnetic
moments, cannot be implemented in the Spinwave software. Note that these two magnetic structures
are equivalent up to a global phase. The inclusion of the interchain interactions modifies slightly the
energy of the two branches (see Fig. 3.41) by increasing (decreasing) their energy for ferromagnetic
(antiferromagnetic) interchain coupling without affecting the amplitude of the dispersion.

The interchain exchange interaction might be estimated from the ordering temperature, but this
is not straightforward for mixed-spin quantum chains where the intrachain exchange anisotropy com-
petes with single-ion anisotropy so that the spin dimensionality evolves from almost XY to almost Ising
by decreasing the temperature. An upper bound can nevertheless be derived through analytical and
numerical estimates from different models [Ogu64, SIP75, VL77, BdJK81, YTH05]. In the case of clas-
sical spin-5 chains without anisotropy, by treating exactly the effects of the intrachain exchange ] and
in mean field those of the interchain exchange |, , the ordering temperature is analytically computed
in the form:

1/2

Ty ~ J;S(S+1) ((8/3)zlfji>

where z | is the number of chains with which each chain interacts. With S = 1/2, | | = Jax = Jyy =20 meV
and Ty ~ 80 K ~ 6.9 meV, this leads to the exchange ratio 7 = J, / Jj = 0.02 and an interchain ex-
change /| ~ 0.4 meV. With the larger exchange, | | = J2z = 46 meV, a smaller exchange ratio 7 is
obtained hence a smaller ], . Néel ordering is inhibited by interchain correlations and quantum fluctu-
ations, which would suggest that ]| is larger. A numerical approximation of these effects in the case of
the extreme limit of S=1/2 quantum spins shows that they lead indeed to an increase of the exchange
ratio up to # =~ 0.1 and therefore of interchain exchange up to J; ~ 2 meV. These values decrease to
7 ~ 0.075 and ], ~ 1.5 meV for larger quantum spins S=3/2. Néel ordering on the other hand should
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Figure 3.40 — Individual contributions from the different magnetic species to the simulated spin wave
scattering. The calculations were performed for a single crystal along the (10,-1,L) direction using the
program developed by S. Petit. The exchange parameters were fixed to |, = 46 meV and [, = 20
meV and the single ion anisotropy to D = 9 meV. Note that the figure shows two interlaced branches
around 25 and 90 meV. This is due to the fact that the unit cell contains two Ir and two Ni atoms. Only
one branch actually carries significant physical intensity as shown in Fig. 3.39.
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Figure 3.41 - Calculated spin waves with intrachain interactions [y, = 20 meV, [, = 46 meV,
magnetocrystalline anisotropy D = 9 meV, and interchain interaction || = -1 meV (left), 0 meV
(middle) and +1 meV (right).

be favored by the reduction of the spin dimensionality caused by the single ion and intrachain ex-
change anisotropies that should lead to much lower values of the interchain exchange |, as suggested
by the exchange ratio # ~ 0.009 obtained in the Ising limit. It follows that the |, ~ 0.4 meV estimated
from the classical spin-S chains without anisotropy can be considered safely as an upper bound.

As a matter of fact, another independent estimate of |, can be obtained from the coercive field
H;. We assume that this coercive field corresponds to the minimum field of coherent reversal of spin
chains. In case of the frustrated magnetic structure with two out of three chains frozen with antiparallel
moments and the third chain being paramagnetic, there is a degeneracy of the possible configurations.
Each frozen chain can be surrounded by (3 + n) chains of opposite moment orientation and 6-(3+n)
chains of same moment orientation, withn =0, 1, 2, 3. On the other hand, each unfrozen chain is always
surrounded by 3 chains of opposite moment orientation and 3 chains of same moment orientation (see
Fig. 3.42).

We can write (3+ (n) /3)], ~ C H, with C =~ 0.058 for H, given in Tesla and ], in meV, which
leads to values of J| (=~ 1.06 meV for (n) = 0, ~ 0.80 meV for (n) = 1, ~ 0.64 meV for (n) = 2
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Figure 3.42 — Sketch of the partially disordered antiferromagnetic state projected on the (ab) plane.
(left) A frozen chain surrounded by (3 + n) chains of opposite moment orientation and 6-(3+n) chains
of same moment orientation, with n = 0, 1, 2, 3. (right) An unfrozen chain surrounded by 3 chains
of opposite moment orientation and 3 chains of same moment orientation. The red and blue colors
correspond respectively to magnetic moments frozen in one direction and its opposite. The green color
corresponds to the unfrozen magnetic moment.

and =~ 0.53 meV for (n) = 3) of the order of the upper bound extracted from the Néel temperature.
Accordingly, the interchain exchange is expected to have a minor effect on the spin wave spectrum and
confirms the quasi-one dimensional character of Srz3NilrOg.

The point symmetry between Ni and Ir site is 3 (3-fold axis), thus allowing for antisymmetric
exchange interactions with a Dzyaloshinskii-Moriya D vector pointing along the ¢ axis (see Appendix
E for details), the Dzyaloshinskii-Moriya interaction being expressed by:

HDMIID'(gi XS).

~

We found that the small changes produced by this term in the energy position and the dispersion of
the spin waves cannot be seen in the RIXS and INS experiments, up to values of 5 meV. It has also no
effect on the magnetic configuration.

Using spin wave calculations, we are now able to reproduce the two magnetic excitations observed
at 90 meV in RIXS and at 37 meV with INS. These two excitations show similar behavior as they ex-
hibit little dispersion in the reciprocal space and persist well above the ordering temperature of 75 K.
The small dispersion is found to come from the highly anisotropic Ni-Ir nearest neighbor magnetic
interaction: Jyy = 20 meV and J;; = 46 meV. The fact that these excitations remain until quite high
temperature is related to the low dimensionality of the system. Indeed the mean interchain interaction
is estimated to be approximately ten times smaller than the intrachain ones. The calculations also
allowed determining the Ni** ions magnetocrystalline anisotropy, D = 9 meV. This corresponds to an
easy plane anisotropy and its value is consistent with the one reported in the isostructural compound
Sr3NiPtOg.

Having determined the magnetic exchange interactions for Sr3NilrOg, we then performed Monte
Carlo calculations with these parameters in order to see if we could reproduce the experimental ob-
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servation, in particular the change of magnetic anisotropy observed around 200 K in the magnetic
susceptibility measurements.

3.3.4.2 Monte Carlo simulations

Monte-Carlo simulations have been performed by considering a system of chains of antiferromagneti-
cally coupled alternating classical spin 1/2 and spin 1, the interchain interactions being neglected for
simplicity. The intrachain anisotropic exchange interactions and the single ion anisotropy have been
fixed to the values provided by the spin-waves analysis. The simulations have been performed using a
conventional Metropolis algorithm, cooling the system from 2000 K down to 1 K. The temperature was
decreased exponentially (0.95 times the previous temperature). At each step in temperature, 10* spin
flips per spin were conducted for equilibration and a further 10* steps for data taking. The magnetic
susceptibility was calculated using the fluctuation-dissipation theorem:

(mz) — (ma)?
NT

where N is the number of spins in the simulations and a=x,y,z is the direction. Simulations using

X = (3.13)

supercells of 3x3x200 up to 3x3x800 have been used. The results presented correspond to the largest
supercell with 20000 spins. The extracted magnetic susceptibility in the direction along and perpendic-
ular to the ¢ axis (see Fig. 3.43) is in very good agreement with the measured magnetic susceptibility
shown in Fig. 3.11.
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Figure 3.43 — Magnetic susceptibility for a magnetic field applied along the c¢ axis (in blue) and
perpendicular to the c axis (in red) extracted from Monte Carlo simulations performed with exchange
parameters J., = 46 meV and [, = 20 meV and with a single ion anisotropy D = 9 meV. The
arrows indicate the crossing of the curves.

From the determined magnetic exchange interactions, we can nicely reproduce the observed mag-
netic behavior of Sr3NilrOs. The change of anisotropy can be explained by the presence of both an
Ni?* easy plane anisotropy and strong anisotropic intrachain Ni-Ir magnetic exchange interactions
due to the Ir** SOC. At low temperature, the system is governed by the magnetic interactions and a
magnetic structure with moments aligned along the ¢ axis is observed. As the temperature increases,
magnetic interactions decrease and a change of effective anisotropy is observed when the Ni easy plane
anisotropy becomes predominant.
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An interesting issue concerns the strength of the exchange anisotropy which is driven by p in
equation 3.10, and is related to the relative weight of the |a;¢) and |eg) electronic wave functions. Those
are respectively contributing to the isotropic (resp. anisotropic) part of the interactions [YLT"13]. The
parameter p then varies with the octahedral distortion A and might be tunable by a chemical or external
pressure.

3.3.5 Conclusion on Sr3;NilrOg¢

Our study on Sr3NilrOg allowed to evidence a very complex magnetic behavior in this system. Single
crystal magnetization measurements show the existence of an easy axis anisotropy along the chain axis
below 200 K as well as the presence of two magnetic anomalies at T} = 70 K and around T, = 17 K.
T; is associated with the deviation of the magnetic susceptibility from the Curie-Weiss law, with the
magnetic ordering of the system and with the onset of spin dynamics observed by AC magnetic sus-
ceptibility. Around T5, a separation of the ZFC and FC magnetic susceptibilities is observed and the
spin dynamics get "frozen". Below this temperature, the presence of a ferromagnetic component along
the chain axis is also evidenced in the magnetic hysteresis, giving rise to record value for the coercive
field. Indeed coercive fields up to 55 T have been observed at 2 K on single crystal specimens.

Neutron powder diffraction experiments confirmed the magnetic ordering of Sr3NilrOg below T;
with a propagation vector k= (0, 0, 1). The refined magnetic structure is composed of antiferromagneti-
cally coupled Ni and Ir magnetic moments along the chain axis, the spins being aligned along this axis.
The value of the ordered moments are modulated from one chain to the others. The modulation com-
patible with the presence of the ferromagnetic component along the chain axis leads to an amplitude
modulated antiferromagnetic configuration where only one chain presents fully ordered moments.
For the other two chains, the ordered moment is reduced to half and they are antiferromagnetically
coupled to the first chain.

With RIXS experiments, we determined the energy level scheme of the 5d electrons of the Ir** ions
and extracted the values of the Ir spin orbit coupling and of the trigonal distortion intensity using a
simple model. We also evidenced the presence of a quasi dispersionless magnetic excitation at 90 meV.
A spin wave model able to reproduce this mode, as well as the 35 meV mode reported by Wu et al. using
inelastic neutron scattering experiments [TWA'16], has been found. It includes highly anisotropic
magnetic exchange interactions between Ni and Ir along the chain due to Ir** SOC and an easy plane
magnetocrystalline anisotropy of the Ni?* ions. The latter is in agreement with the anisotropy energy
observed for Sr3NiPtOg. In summary in SrzNilrOg, the magnetocrystalline anisotropy of the Ni ions
is overcome at low temperature by the highly anisotropic magnetic exchange interactions leading to a
magnetic order with moments confined perpendicular to the easy plane anisotropy of the Ni.

Moreover, a peculiar behavior is also observed concerning the temperature dependence of the
magnetic correlations. Indeed the RIXS and REXS measurements show that the intensity of the Bragg
peaks associated with the magnetic ordered phase reaches a maximum around T before decreasing
as the temperature is lowered. The in-plane correlation lengths seem also to follow the same behavior,
contrary to the out-of-plane correlations which appear to remain constant below T,. However, no
evidence of a second magnetic phase, competing with the observed one and which would explain its
decorrelation when decreasing the temperature, was observed during these experiments.

In conclusion we have gained detailed insights into the physics of Sr3NilrOg and evidenced some
crucial consequence of the SOC of the iridium on the magnetic properties. Nevertheless, several ex-
perimental observations remain to be explained, in particular those related to the nature of the 17 K
magnetic transition.
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3.4 Conclusion

In this chapter, we discussed the physics of two compounds: Sr3NiPtOg and Sr3NilrOg. Although
isostructural, the substitution of the non magnetic ion Pt** by the magnetic Ir** changes drastically
the magnetic properties.

The Pt compound stabilizes a large-D phase due to a large easy plane single magnetocrystalline
anisotropy of the Ni?* perpendicular to the chain axis compared to the magnetic exchange interactions,
leading to a non-magnetic ground state.

On the other hand, in Sr3NilrOg, the same Ni?* anisotropy competes with the highly anisotropic
magnetic interactions. This forces the spins to align along the ¢ direction leading to a peculiar modu-
lated spin arrangement induced by the frustration. Actually, SOC is a key ingredient in the understand-
ing of the magnetic properties of this system as it is responsible for the peculiar ground state of the
Ir ions with a strong entanglement of the spin and orbital degrees of freedom, leading to anisotropic
magnetic interactions.
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100 Chapter 4. The pyrochlore compounds

4.1 Introduction to the pyrochlore iridates

The pyrochlore compounds, A;B,O7 (A=Y or rare-earth-element, B = transition metal), belong to a
family of compounds which has been and is still widely studied since a few decades. Its peculiar
structure, composed of two interpenetrated pyrochlore lattices (network of corner-sharing tetrahedra,
see Fig. 4.1), is described by the Fd3m space group. It is one of the archetype structures in which a wide
variety of magnetic frustration effects can be observed depending on the magnetocrystalline anisotropy
and the nature of the magnetic interactions. A large variety of behaviors was observed among these
compounds such as disordered phases: spin ices e.g. in (Dy,Ho),Ti,O; [HBM 197, HBHC98, BG01],
spin glasses e.g. in Y;Mo0,07 [GSYRS86] and spin liquids e.g. in Tb,Ti,O; [GDG"99, GGB101] but
also complex ordered phases: ordered spin ice in Tb,Sn;O7 [BJB01, MHT 02, MARC " 05] or order-by-
disorder magnetic process in EryTipO; [BWH69, SSRT99, CHH 03, PWLB07].

Figure 4.1 — The A (left) and B (right) sublattices of the cubic pyrochlore materials made of corner
sharing tetrahedra. Either or both sublattices can be magnetic.

This family was initially studied with non magnetic transition metal ions (Ti, Sn), focusing on the
rare-earth magnetism [BWH69, GSYR86, HBM 797, SSR"99, RDG"99]. Lately, pyrochlores where both
elements are magnetic came under focus. Both sublattices being magnetic, novel behaviors are thus to
be expected for these compounds.

In this context, the family of compounds with Iridium as transition metal element especially at-
tracted a lot of attention. Ir being a 5d element, it presents a strong spin-orbit coupling as well as
moderate electronic correlations in oxide solids compared to 3d and 4d counterparts. These quantities
are then of the same order of magnitude, influencing both the electronic and magnetic properties (see
Chapter 1). Moreover, the Ir** was shown to be close to a new entangled spin-orbitronic state char-
acterized by an effective angular momentum je = 1/2 when situated in an octahedral environment
[KIMT08, KOKT09]. Strong dependence between the electronic and magnetic properties, the pres-
ence of unprecedented electronic phases with topological properties, or directional magnetic exchange
interactions are thus expected as a result of this state.

Atoms Wyckoff sites Site symmetry Coordinates

A 16d .3m (0,0,0)

B 16b .3m (1/2,1/2,1/2)
01 8b 43m (3/8,3/8, 3/8)
02 48f 2. mm (x,1/8,1/3)

Table 4.1 — Details of the symmetry and coordinates of the Wyckoff sites for A2 B>0Oy.
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It has also been predicted that the Ir 5d electrons, in the pyrochlore iridates, might stabilize un-
precedented electronic phases like the Weyl semi-metal: semi-metal presenting electronic band touch-
ing points called Weyl points, at which the dispersion is linear [PB10, WTVS11, WKK12, WKCKB14].
The condition for this to occur is that the Ir sublattice orders in the so called "all-in/all-out" (AIAO)
magnetic configuration (see Fig. 4.2), which is the only one preserving the cubic symmetry whilst
breaking the time-reversal symmetry. Indeed it has been shown that Weyl points can exist only when
these two conditions are met [ZWB12].

Figure 4.2 — Sketch of the all-in/all-out magnetic configuration on the pyrochlore lattice from a per-
spective point of view (left) and along the (111) direction (right). This configuration corresponds to all
spins pointing either toward or away from the center of the tetrahedra.

The first studies of the RyIr,O7 series showed that almost all the members of this family exhibit a
metal-to-insulator transition (MIT) when the temperature decreases (see Fig. 4.3) [TWH01, MWHT11].
Moreover, this MIT appears to coincide with a magnetic transition characterized by a ZFC-FC bifurca-
tion of the magnetization. The high temperature electronic state and the MIT temperature Ty both
depend on the rare-earth element. It was argued from electronic structure calculations that the Ir**
ions stabilizes the AIAO magnetic configuration [WTVS11]. However, the Ir order is difficult to probe
directly, using usual neutron scattering experiments, due to the small value of its magnetic moment
and its relatively strong neutron absorption (0,;s = 425 barns for thermal neutrons).

In order to probe the Ir magnetic order in this family of compounds, we first started by investigat-
ing compounds with non magnetic R element. In this context, we chose to investigate the magnetic
properties of the polycrystalline Yttrium based compound: Y,Ir;O7. Note that, all measurements pre-
sented on the RyIrpOy7 in this manuscript have been performed on polycrystalline samples. Part of this
work has been published in [LSB*15].
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Figure 4.3 — Phase diagram for the pyrochlore iridates RoIr,O7 based on transport and magnetism
measurements (from [WKCKB14]). The R-elements that do not have a local magnetic moment are
emphasized in bold magenta. The only non-lanthanide, R =Y, is denoted by a square. The Er compound
denoted by the black triangle has been added to the original figure.

4.2 Y21r2 07

I will now discuss the results obtained on Y,IrpO; by magnetization measurements performed on a
QD MPMS® sQUID magnetometer.

The temperature dependence of the magnetic susceptibility M /H measured after a ZFC-FC proce-
dure in 0.01 T is shown Fig. 4.4. Differences between the two curves are observed below 150 K, where
a huge opening is present below 150 K. This difference is associated with the Ir magnetism as it is
the only magnetic element in the material. It is interpreted as the polarization of a weak ferromag-
netic component along the applied field. However, it has to be noted that such a difference is rather
unexpected in the case of an AIAO magnetic order as it is an antiferromagnetic arrangement.
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Figure 4.4 — Temperature dependence of the magnetic susceptibility (M /H) measured after a ZFC (in
blue) and a FC (in orange) procedure in 0.01 T.

The magnetic field dependence of the magnetization (see Fig. 4.5) shows a linear behavior for mag-
netic field up to 10 T at all temperatures. This indicates that the system is far away from its saturated
magnetization. The presence of a very small opening of the hysteresis curve is observed at 2 K. Sur-
prisingly, if the magnetization is measured after a cooling in a finite magnetic field, the magnetization
is shifted towards higher values suggesting the presence of a field-induced ferromagnetic component.
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A small curvature is observed for low magnetic field (see right part of Fig. 4.5). By measuring the
magnetization of the empty sample holder we were able to conclude that this signal comes from the
presence of magnetic impurities in the sample holder.
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Figure 4.5 — (left) Magnetic field dependence of the magnetization measured up to 5 T at 2 K. Inset:
opening of the magnetic cycle measured at 2 K in a zero field. (right) Magnetic field dependence of the
magnetization measured up to 10 T after a FC in 1 T at 2 K (dark blue squares) and after a ZFC (dots)
at 2 K (in dark blue) at 50 K (in light blue) and at 200 K (in orange).

Neutron powder diffraction experiments were performed on this sample on the WISH diffractome-
ter at the Target Station 2 at ISIS with P. Manuel and D. Khalyavin. No magnetic Bragg peaks that
could reveal an Ir magnetic ordering were observed down to 2 K. This result is consistent with other
neutron diffraction experiments [DDA*12], merely confirming that the Ir ordered magnetic moment is
too weak to be measured by this technique.

1SR experiments have also been performed on Y;Ir,O7 by Disseler et al. An Ir magnetic ordering
was evidenced with a magnetic moment estimated to 0.15 pp/Ir** but no firm conclusions could be
drawn on the Ir moment arrangement [DDA12].

Similar experiments were performed on Euylr,O; where the Eu®* ions, being in a singlet state of
angular momentum, are non magnetic. The magnetization measurements, neutron powder diffrac-
tion and pSR experiments show a behavior similar to the Y based compound with the presence of
a ZFC-FC opening at 120 K [TWH01, MWN 07, MWHT11], the absence of additional Bragg peaks
observed by neutron scattering at low temperature and well defined muon spin precession frequency
[ZMM"11]. Moreover Resonant Elastic X-ray Scattering (REXS) measurements on a single crystal of
EupIr, Oy evidenced the presence of magnetic intensity on top of a charge peak suggesting the presence
of a magnetic order with a propagation vector k = (0, 0, 0) [SUA"13]. The observed magnetic peak is
compatible with two configurations: the all-in/all-out order and a coplanar arrangement. The intensity
of the magnetic peak being the same for the two arrangements, magnetic scattering alone could not
allow to unambiguously determine the magnetic configuration.

As the investigation of the Ir magnetic order using compounds with non magnetic R element was
inconclusive, we decided to study pyrochlore iridates with magnetic rare-earth elements. By studying
compounds where both R and Ir are magnetic, we expect to probe the Ir order through its influence
on the R sublattice. For that, we assume that the R ions do not interact down to very low temperature
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104 Chapter 4. The pyrochlore compounds

(at least down to few K). This seems to be a fair assumption regarding the behavior of the pyrochlore

compounds with non magnetic transition metal ion.

4.3 Tb21r207

We choose to start with Terbium as it displays quite large magnetic moments (see Table 4.2). Besides,
the Tb3* local environment in Tb,Ir,Oy is similar to the one in tin or titanium pyrochlore. Thus we
made the assumption that the Tb single ion magnetocrystalline anisotropy is similar. This assumption
of a similar magnetocrystalline anisotropy in those materials and in the iridates will be considered true
also for all the other rare-earth ions. Therefore, Tb®>* is expected to present an easy-axis anisotropy
along the local (111) cubic axis.

Electronic i T (up) Expected Lattice
Tb*"  configuration 81 e anisotropy parameter ( A)
4f8 3 3 6 9 easy axis || (111) 10.252(2)

Table 4.2 — Details of the electronic configuration and of the spin, angular and total angular momentum
of the TV®" ions. The expected anisotropy of the Tb ions and the lattice parameter of the Thylr,O7
compounds are also given.

I will first present the magnetization measurements performed on a QD SQUID magnetometers
and a SQUID magnetometer equipped with a dilution fridge developed at Institut Néel, then the
neutron powder diffraction experiment which allowed determining the Tb magnetic arrangement.

4.3.1 Magnetization measurements

Figure 4.6 shows the temperature dependence of the magnetic susceptibility M/ H measured after ZFC
and FC procedures in 0.01 T. Similarly to Y,Ir;Oy, a bifurcation between the two curves is observed
around Ty = 130 K. This bifurcation is consistent with the previous studies and is associated to the
magnetic ordering of the Ir sublattice. Comparing these measurements to the non magnetic Y based
compound, we note that both curves continue to increase below this bifurcation, the FC one lying
above the ZFC. At lower temperature, the two curves cross, the ZFC curve increasing faster the the FC
one. Finally around 6 K, a bump is observed in both cases.

The isothermal magnetization curve as function of the magnetic field are shown Fig. 4.7 for tem-
peratures from 300 K to 80 mK. The high temperature curve shows a linear magnetic field dependence,
characteristic of a paramagnetic system. As the temperature is decreased, a tendency towards satu-
ration is observed although not yet reached for 8 T, the highest magnetic field applied at 80 mK (not
shown here). For temperatures below 10 K, an inflection point is also observed in the magnetization
around 1.8 T. This is characteristic of a metamagnetic process and could be related to the presence of
the bump observed at 6 K in the magnetic susceptibility as it is no longer present at 10 K.

From magnetization measurements, we suspect that the Ir sublattice orders around Ty = 130 K.
The presence of additional features in the magnetic susceptibility at 6 K and in the magnetization curves
below this temperature could indicate the presence of additional magnetic interactions, possibly the
Tb-Tb interactions.
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Figure 4.6 — M/H versus T for Tbylr,O7 measured after a ZFC (in blue) and a FC (in orange)
procedure in 5 mT. Inset: zoom of the ZFC-FC opening happening around 130 K.
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Figure 4.7 — (left hand side) M versus H for TbyIr,O7 measured at different temperatures. (right
hand side) Derivative of the magnetization curve below 10 K showing a maximum indicative of a
metamagnetic process.

4.3.2 Neutron Powder Diffraction

In order to determine the magnetic order in TbyIr;O7, neutron powder diffraction experiments were
performed on the WISH diffractometer at the Target Station 2 at the ISIS Facility with P. Manuel and
D. Khalyavin.

Diffractograms were measured from 200 K (above Tj;;) down to 2 K. At the time we performed
the experiment, high quality polycrystalline samples were still challenging to obtain, thus the sample
used for these measurements contains a non negligible quantity of Terbium oxide impurities (Tb2O3
and Tb4Oy). These impurities present a magnetic order around 8 K, so in the following part, I will
not show the measurements performed below 10 K since strong magnetic peaks associated to these

impurities are present and difficult to refine.

Figure 4.8 shows the diffractometers measured at 200 and 10 K as well as the difference between
these two measurements. The presence of additional magnetic Bragg peaks are observed on top of
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106 Chapter 4. The pyrochlore compounds

the nuclear ones. These magnetic peaks are resolution limited indicating a 3D magnetic order and are
indexed by a magnetic propagation vector k = (0,0,0).
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Figure 4.8 — Neutron diffractograms recorded for ThyIr,O7 at 10 K (in green) and 200 K (in blue).
Difference between the 10 and 200 K diffractograms is shown in red and the black line represents the
calculated intensity using the AIAO model for the Th magnetic order.

The possible magnetic structures compatible with the space group of this compound were deter-
mined from group theory and representation analysis [Ber68]. Four possible irreducible representa-
tions (IR) are obtained (see Table 4.3). Among these IR, 71 of dimension 1, is the one corresponding to
the all-in/all-out magnetic configuration.

The Rietveld refinement of the neutron data shows that the AIAO magnetic structure is the only
arrangement accounting correctly for the intensity of the magnetic Bragg peaks associated to the or-
dering of the Tb moments. We were able to refine only the Tb magnetic moment below 40 K and down
to 2 K. The ordered magnetic moment is M(Tb) = 4.9(1) up at 10 K. The magnetic moment of the Ir
could not be refined because it is too weak for the experimental sensitivity. Nevertheless, as both Ir
and Tb occupy sites of the same symmetry, they have to be described by the same irreducible represen-
tation assuming a second order phase transition from the shape of the peak observed by specific heat
measurements [MWHT11]. Therefore, as the Tb sublattice orders in the AIAO magnetic order, from
symmetry principles the Ir sublattice has to be ordered in this AIAO configuration as well.

Figure 4.9 shows the temperature dependence of the Tb®>* ordered magnetic moment. Its intensity
starts to increase significantly below 40 K and does not follow a Brillouin function as it would be
expected for a primary order parameter. A similar behavior is reported in the isostructural compound
NdaIrO7 (see Fig. 4.10) [TMI*12], in which Nd3T ions present an easy axis anisotropy along the
(111) direction similarly to Tb3* ions. The temperature evolution of Mr, is rather indicative of a
magnetization induced through a molecular field.

Under the hypothesis that the Ir sublattice is ordered below 130 K, we can then assume that this
molecular field, denoted AM;,, results from the effective Tb-Ir magnetic coupling. To check this, we
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Magnetic Tby Tb, Tbs Thy
sites 2.2  GilH GLy) G5
— u
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—u

u—w —Uu—w u+w —utw
3 ( —u+v ) ( u+v > < u—ov > < —U—0 >
—vtw —U—w —v—w v+w
u+p+q —u+p+q u+p—q —u+p—q
T4 ut+w—+r —ut+w+r —u—w+r u—w+r
v+w+q U—w—q v+w—q v—w+q

Table 4.3 — Magnetic configurations associated with the four irreducible representations (t; to T4) of
the group of the propagation vector k = (0, 0, 0). u, v, w, p, q and r are refinable parameters of the
magnetic moment components.

calculated the Tb** induced magnetic moment by first assuming that the temperature dependence
of the Ir*" magnetic moment follows a Brillouin function. Next, the Tb>" magnetic moment can
be calculated, knowing the crystalline electric field (CEF) excitation spectra. For that the following
Hamiltonian was considered:

Hepr = AY 03 + A) 09 + A3 03 + A2 00 + A2 OF + AS Of

where O] are the Stevens operators [Ste52, Hut64] and A} are the adjustable CEF parameters. The
A}} parameters are usually refined from inelastic neutron scattering (INS) measurements coupled with
CEF calculations. At the time we performed this analysis, no INS data were available, therefore these
parameters were estimated by assuming that the environment in TbyIr,O7 is exactly the same as in
NdyIr,0O7 (for which the CEF parameters were reported [WTM*11]). The CEF parameters were ac-

cordingly estimated as:
A(Nd)
A (Tb) = — 2 ——0O;(Tb){r") 1p,
n( ) ®](Nd)<r”>Nd ]( )<1’ >Tb
where ©® ](Tb) =uay, B 1Y) stands respectively for the Stevens reduced matrix elements associated with
the Stevens operators O, O} and O, (1) are radial integrals and Aj}(Nd) are the CEF parameters

extracted provided in [WTM™11].

The Tb-Ir interaction is taken into account through the Zeeman contribution to the Hamiltonian:

Hrp 1, = AMy(T)gjus]

The Tb®>" magnetic moment is then computed as Mpy = g THUB Tr(fexp(— BH)), where H = Hcgr + Hrp_1r-
This model accounts well for the observed slow increase of Mt below Ty which accelerates on low-
ering the temperature without any sign of saturation (see Fig. 4.9). It allows to extract a value for the
Ir** molecular field AM;,, found ~ 3.0(5) T at 10 K.

Moreover, we can also look at the direction of the Ir molecular field AMj, at the Tb site. Left part
of Fig. 4.11 shows a schematic representation considering a perfect AIAO magnetic arrangement of the
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Figure 4.9 — Temperature dependence of the square root of the (2, 2, 0) magnetic reflection intensity,
corresponding to the most intense magnetic reflection (red dots). It is compared to the calculated Tb>*
ordered moment (purple line) induced by the molecular field AM,, generated by the Ir*t magnetization
whose temperature is assumed to follow a Brillouin function (blue line).
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Figure 4.10 — Measured neutron diffraction data for powder NdyIroO7. (Left) Bragg reflection lines
measured around the (2, 2, 0) reciprocal lattice point at 9, 40, and 102 K. (Right) Temperature depen-
dence of summation of the integrated intensities of the (1, 1, 3) and (2, 2, 2) reflections. All the lines
are a guide to the eye. From [TMI*12]

Ir moment. The molecular field produced by the Ir first neighbor of one rare-earth ion is aligned along
the (111) direction, which is the direction corresponding to the easy axis anisotropy in the Tb case.
Thus, in TbyIr,O7, the Tb magnetic ordering is induced through the Tb-Ir magnetic coupling and is in
agreement with the Tb magnetocrystalline anisotropy.

A remaining unanswered issue is the presence of the ZFC-FC opening at the Ir magnetic order-
ing. This is not compatible with an AIAO antiferromagnetic structure and arises rather from intrinsic
and/or extrinsic defects. These defects can be of various type such as the presence of a 180° mag-
netic domain walls [TTO"15] or the presence of non magnetic sites. Indeed, it has been argued that
Ir°* /Ir** substitution (I’ ions being non magnetic) can exist in the pyrochlore iridates [ZWS™14].
Such defects will affect the direction of the molecular field on the rare-earth site as described in Fig.4.11.
The resulting molecular field would then be slightly shifted from the (111) direction. The rare-earth
magnetic moments affected by these defective molecular field could then be easily polarized by an
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Figure 4.11 — (top) AIAO magnetic configuration on the Ir pyrochlore sublattice for an ideal case (left)
and taking into account the presence of defects (shown in red) such as magnetic domains (middle) or
non magnetic impurities (right). (bottom) Magnetic moments on a hexagon of 6 Ir** ions in the ALAO
configuration (blue and red arrows) yielding a molecular field at the central Th>* ions whose direction
is represented by the purple arrow. In the perfect AIAO Ir order, the molecular field is along the (111)
cubic direction. With the presence of defects, it is slightly shifted away from this direction by an angle
of 54.7° for a magnetic domain and 29.5° for a non magnetic impurity.

external magnetic field, leading to the ZFC-FC opening. The presence of less than 0.01% of magnetic
impurities or domain walls would be indeed enough in order to see a ZFC-FC opening of this magni-
tude.

To summarize on Tb,Ir,O7, we have indirectly proven that the Ir sublattice orders in the AIAO
structure around 130 K. This magnetic ordering creates a molecular field whose direction is compatible
with the Tb easy axis anisotropy, and induces the AIAO magnetic arrangement on the Tb sublattice
seen by neutron diffraction. Some additional features are observed below 10 K in the magnetization
measurements that are most probably indicative of the Tb-Tb interactions.

4.4 El‘zII‘207

In this part we focus on a pyrochlore with another rare-earth magnetic element: Erbium. From previous
studies realized in Er pyrochlore compounds, the Er®* is known to display an easy plane magnetocrys-
talline anisotropy perpendicular to the (111) direction. We will show that this change of anisotropy
with respect to the Tb case leads to a drastic change on the rare-earth magnetism in the pyrochlore
iridates.

I will first present the magnetization measurements performed on high-quality polycrystalline
sample using similar tools than for the previous compounds. I will then present the results of neutron
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Electronic L T (u5) Expected Lattice
Erd+ configuration 81/ 1 anisotropy parameter ( A)
411 3/2 6 15/2 9 Easy plane L (111) 10.16(2)

Table 4.4 — Details of the electronic configuration and of the spin, angular and total angular momentum
of the Er** ions. The expected anisotropy of the Er ions and the lattice parameter of the EryIryOy
compounds are also given.

powder diffraction data performed down to 2 K on the WISH diffractometer at the ISIS Facility with P.
Manuel and down to 50 mK on the D7 diffractometer using polarized neutron with XYZ polarization
analysis at the Institut Laue-Langevin with G. Nilsen.

4.4.1 Magnetization measurements

Figure 4.12 (left part) shows the temperature dependence of the magnetic susceptibility M/H. A
ZFC-FC difference is observed around Tj;; =140 K which is associated to the Ir sublattice magnetic
ordering. Below this temperature, the FC curve remains above the ZFC one and both increase down to
2 K without any sign of saturation.
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Figure 4.12 — (left) M/ H versus T for EryIrpO7 measured after a ZFC (in blue) and a FC (in orange)
procedure in 10 mT. Inset: zoom of the ZFC-FC opening happening around 145 K. (right) M versus
H for EryIryO7 measured at different temperatures.

The magnetic field dependence of the magnetization is shown Fig. 4.12 (right part). Similarly to
Tb,Ir,O7, a tendency towards saturation is observed but not reached for the highest applied magnetic
field of 8 T.

Magnetic susceptibility measurements were also performed at low temperature (see Fig. 4.13). An
additional ZFC-FC difference is observed around 0.6 K and shifts towards higher temperature when
the applied magnetic field is increased. This indicates the presence of some magnetic freezing in the
system. During this ZFC-FC procedure, the magnetic field could only be applied below 4 K. Thus
assuming that the Ir sublattice is ordered at this temperature, only thermomagnetic irreversibilities
from the Er sublattice should be observed. This opening could then be explained by the presence of
Er-Er magnetic interactions that come into play in this temperature range. Therefore the magnetization
measurements on ErIr;O; indicate an Ir magnetic ordering at Ty;; =140 K, as well as the possible
presence of Er-Er correlations occurring around 0.6 K.
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Figure 4.13 — M/ H versus T for ErplroO7 measured between 0.08 and 2 K after ZFC and FC in
different magnetic fields, the magnetic field in the FC procedure is applied below 4 K.

4.4.2 Neutron Powder Diffraction

Neutron powder diffraction experiments were performed in order to probe the Er magnetic order.

No magnetic Bragg peaks are observed down to 2 K on WISH, and down to 0.05 K (see Fig. 4.14)
on D7 (incident neutron beam wavelength A; = 3.12 A), indicating the absence of long range magnetic
order in Erplr,O7 at least for the Er sublattice. However, the existence of short range correlations,
evidenced by the presence a large bump around Q = 1.15 A1, is observed as the temperature is
lowered. These correlations are likely related to Er-Er interactions.
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Figure 4.14 — (right) Diffuse magnetic scattering cross section for Erolr;O7 measured between 0.05 K

and 50 K on D7 using XY Z polarization analysis. The lines are guide to the eye. (left) Diffuse magnetic

scattering measured by neutron scattering at 0.05 K after subtraction of the high temperature reference

data (T=50 K). Note that a small signal is also observed around 2.2 A='. This corresponds to the

position of a nuclear peak and is an artifact of the XYZ polarization analysis.

The presence of similar spin pair correlations were previously reported in another pyrochlore com-
pound: ErySnyO; (see Fig. 4.15) [SSWT11, GPL*13]. This compound presents only one magnetic ion:
Er**. It does not show any long range magnetic ordering down to 100 mK but exhibits a freezing
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around 200 mK observed by ZFC-FC magnetization measurements similarly to Erplr,O7. The dif-
fuse scattering at low temperature measured by neutron scattering is well reproduced considering the
presence of short range correlations associated to special Palmer-Chalker spin configurations (see 3
configuration in Fig. 4.15). This order is associated to a single representation authorized by symmetry
forak = (0, 0, 0) propagation vector and described by the 13 irreducible representation in Table 4.3 (it is
called I'; in [GPL*13]). The other magnetic configuration ¢, belongs to the 7 IR (I's in [GPL"13]) and
corresponds to the magnetic order of the Er* magnetic moments in Er,Ti,O;. Note that the Hamil-
tonians involving anisotropic exchange determined in Er,TiO7 [SRG"12, BPM13] and in Er;Sn,Oy
[GPL"13] allows to understand the different behaviors between these two compounds. In Er;Sn;O7, a
Palmer-Chalker magnetic order is predicted below ~ 0.2 K [YBJS13]. Experimentally, only short range
correlations are observed down to 0.1 K where it orders in the Palmer-Chalker configuration!. Due
to the similarity with the diffuse scattering in Er,SnyOy, the behavior of Er;IrpO7 could thus also be
explained by invoking Er-Er short-range correlations possibly corresponding to these Palmer-Chalker
configurations. It remains puzzling that this compound orders at such a low temperature. The invoked
reason is that the system is close to a quantum phase transition preventing its ordering [YBJS13] but it
remains an open question whether this is the case of ErIr,Oy.

350 | rs ] m4 ml

Intensity (normalized to monitor)

-50 \ . . \ .

Figure 4.15 — Left: Diffuse magnetic scattering measured on Er,SnyO7 by neutron scattering at 1.5 K.
High temperature reference data (T=50 K) have been subtracted. The lines are the results of a fit
assuming either the 1, — I's (green open circles) or the 3 — I'; (blue solid circles) structure. Middle:
Magnetic configurations P, and 3. From [GPL"13]. Right: Visualization of the spin configuration in
the (yz) plane from [PWLBO07]

The contrasting behavior between TbyIrpO7 and EryIr,O7 can finally be understood by considering
the difference of magnetocrystalline anisotropy between the two rare-earth ions. In the case of Tb%*,
the easy axis anisotropy is compatible with the Ir molecular field which induces the AIAO Tb magnetic
order. Assuming that the Ir sublattice displays the same ordering in Er;Ir,Oy, the Ir molecular field
is in this case perpendicular to the easy plane anisotropy of the Er®* ions. Thus, these two would
compete, prohibiting any Er magnetic ordering until Er-Er interactions step in at low temperature.
This also allows explaining the ZFC-FC difference observed for Er;Ir,O7, considering the presence of
defects. Indeed, by shifting the molecular field away from the (111) direction (see Fig. 4.11), it will
allow the Er magnetic moment to be polarized along the perpendicular component of this molecular

Iprivate discussion with E. Lhotel
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field.

In summary, EryIr;,O; exhibits magnetic ordering of the Ir sublattice around 140 K. The Er sub-
lattice does not present any long range order down to 50 mK. However, the presence of a magnetic
freezing and of short range correlations that might emerge from Palmer-Chalker configurations are
observed at low temperature. These correlations are accountable to the Er local easy plane magnetism
arising from Er-Er interactions.

Although Er,Ir,O7 presents magnetic properties drastically different from Tb,Ir, Oy, both are com-
patible with an AIAO ordering of the Ir sublattice and can be explained by the change of magnetocrys-
talline anisotropy between the two rare-earth ions. This anisotropy will either compete against or be
consistent with the direction of the Ir molecular field.

4.4.3 Symmetry analysis

In order to better understand the absence of magnetic ordering in Erplr,O7 despite the Er-Ir coupling,
it is relevant to determine which of these interactions are allowed by symmetry.

Each Rare-earth-Iridium pair is along a two-fold axis (see Fig. 4.16), thus the point group symmetry
at the center of the pair is 2.

V4

T_m R Ir

e — —

Figure 4.16 — Sketch of two neighboring rare-earth and iridium ions with the symmetry elements.

Jx ]Xy Jxz
Taking into account the action of the 2-fold axis on symmetric | = <Ixy Tyy Tyz ) and antisymmetric
Jxz ]yz Jzz
. Dy
D= ( Dy ) exchange interactions, the interaction tensor in the local basis (%, §,2), attached to the R-Ir
D,
pair (see Fig. 4.16), is written as:
Jox O 0
Jioe = < 5 fyzwx) 4.1)
0 Jyz—Dx  Jzz

We can rewrite this tensor in the basis attached to the cubic unit cell (1,7, k):

1 ]2 Ja+3V2D J4+3v2D
Jeuwv = g\ 32D I3 , (4.2)
J4—3V2D J3 I
with

Ji = 3+ Jyy +2Jz —2V2]y

L = 4]yy +2]z + 4\/§]yz

3 = =3+ Jy+2) —2vV2]y

Ja = _zjyy + 2]z + \/Elyz

Considering one rare-earth ion, its nearest neighbors are six iridium forming a hexagon (see
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Figure 4.17 — Sketch of one rare-earth ion surrounded by its first nearest neighbors: six iridium ions
arranged on a hexagon.

Fig. 4.17). Assuming that the interaction between R and one first neighbor Ir is described by ],
the interactions with the five other first neighbors Ir can be deduced by symmetry.

When summing all the R-Ir contributions over the six Ir neighbors, all exchange terms cancel out
in the Hamiltonian, i.e. }; S R*JR—Ir; .S 1, = 0 for an in-plane R magnetic moment. Therefore there
cannot be any energy gain through the R-Ir magnetic coupling that could favor the system energy for
rare-earth ion with a perfect easy plane anisotropy.

Up to now, we have established that an AIAO order of the Ir sublattice is compatible with the
magnetic behavior of the rare earth sublattice in the Nd, Tb and Er compounds. We can assume that
the other pyrochlore iridate compounds display the same Ir AIAO magnetic order. In order to check
this assumption we have then studied other pyrochlore iridates considering rare-earth with different
magnetocrystalline anisotropy:

— easy axis anisotropy along the (111) direction: Ho and Dy. A behavior similar to the Tb- or Nd-

based compounds is expected resulting in an AIAO induced magnetic ordering of the rare-earth
sublattice due to Ir molecular field.

— easy plane anisotropy perpendicular to the (111) direction: Yb. No long range magnetic or-
der is expected similarly to the Er-based compound, down to the temperature at which rare-
earth—rare-earth interactions come into play.

— isotropic rare-earth: Gd, with zero orbital magnetic moment at a first order. As the Gd*" mag-
netic moments do not display any preferred orientation, they should be easily polarized by the
Ir molecular field leading to an induced AIAO magnetic order of the rare-earth sublattice.

4.5 R21r207 (R = HO, Dy, Yb, Gd)

In this section, I will present the study of the magnetic properties of these compounds, starting with
the magnetization measurements performed on commercial QD SQUID magnetometers between 2 and
200 K. Then I will present the neutron powder diffraction experiments which were performed on two
diffractometers at the Institut Laue-Langevin. The D1B diffractometer (coll. C. Colin) was used for
rare-earths with a small absorption cross section for thermal neutrons (wavelength of the incoming
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neutron beam A = 2.52 A). This is the case for Ho, Yb and isotopic ®°Gd. For the other rare-earths (Dy
and natural Gd), the measurements were performed on the D4c hot neutron diffractometer (coll. H.
Fisher) with incoming neutron wavelength A = 0.5 A, at which the absorption cross sections of these
two rare-earths are strongly reduced.

Electronic Expected Lattice
3+ L p .
configuration I8l () anisotropy parameter ( A)
Ho%* 4£10 2 6 8 10 Easy-axis || (111) 10.1859(2)
Dy3+ 4f° 5/2 5 15/2 10 Easy-axis || (111) 10.2309(5)
Yb3* 413 2 3 72 4 Easy-plane L (111) 10.1025(2)
Gd3* 4f7 720 72 7 Isotropic 10.281(3)

Table 4.5 — Details of the electronic configuration and of the spin, angular and total angular momentum
of the Ho**, Dy, YV*T and Gd** ions. The expected anisotropy of the rare-earth ions and the cubic
lattice parameter of the RyIroO7 compounds are also given.

4.5.1 Magnetization measurements

Figures 4.19 to 4.21 show the magnetization measurements of the (Dy, Ho, Yb, Gd);Ir,O; compounds:
temperature dependence of the magnetic susceptibility M/H and field dependence of the magnetiza-

tion.

All of them display similar magnetic susceptibility measurements: a ZFC-FC difference is observed
at respectively, 120, 140, 145 and 120 K for the Ho-, Dy-, Yb- and Gd-based compounds that is indica-
tive of the Ir sublattice magnetic ordering. Below this temperature, both curves increase down to 2 K
without any sign of saturation, the FC curve remaining above the ZFC one. This is also consistent with
measurements previously reported by Matsuhira et al. [MWHT11]. A difference between the different
compounds is observed in the amplitude of the ZFC-FC opening: while it is hardly visible for the Ho,
Dy and Gd compounds, the Yb one exhibits a much larger difference. This observation is consistent
with the previous measurements: indeed for the Tb compound the opening was also smaller compared
to the one for the easy plane Er compound. This could be explained by the difference of magnetocrys-
talline anisotropy: rare-earth with an easy plane anisotropy cannot be polarized by the Ir molecular
field and are then more easily polarized by an external magnetic field. Note that measurements of the
Dy,Ir;,O7 on a polycrystalline sample have previously been described in the literature [MWH11]. The
reported magnetic susceptibility differs from what we observe. A slight ZFC-FC difference is first ob-
served below 134 K similarly to our compound. Then, on cooling, both the ZFC and FC susceptibilities
display a broad maximum at 4.5 K that is absent in our measurements.

Concerning the M(H) measurements for HoyIr,O; the magnetization shows a tendency to satu-
ration at high magnetic field and at the lowest temperature (2 K) with a magnetization of 9.8 up/f.u.
at 5 T (see right part of Fig. 4.18). This is about half the value expected for the saturated moment of
the Ho®* ions, namely 20 pp/f.u. since each free Ho" ions display a magnetic moment of 10 up (see
Table 4.5).

Looking at the magnetization of Dy,Ir,O7 (right part of Fig. 4.19), a 8.2 ug/f.u. magnetization
plateau is reached at 5 T and 2 K. The Dy>* free ions display a similar magnetic moment to the Ho>*
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Figure 4.18 — (left) M/ H versus T for Hoplr,O7 measured after a ZFC (in blue) and a FC (in orange)
procedure in 0.01 T. Inset: zoom of the ZFC-FC opening happening around 140 K. M versus H for
HoyIryO7 measured at different temperatures.
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Figure 4.19 — (left) M/ H versus T for Dy,Ir,O7 measured after a ZFC (in blue) and a FC (in orange)
procedure in 0.01 T. Inset: zoom of the ZFC-FC opening happening around 120 K. (right) M versus
H for Dy,Ir,O7 measured at different temperatures.

ones, although a saturated magnetization around 20 pp/f.u. is also expected.

Similarly, Yb,Ir;O; seems to approach a magnetization plateau of 3.5 yp/f.u. at 2 K but not yet
reached at 5 T. The expected saturated magnetization is 6 yp/f.u. in this case as Yb®* ions in their
doublet ground state display a magnetic moment of 3 yp in the titanate and stannate pyrochlores
[HBF'01, YDARB*13].

These three compounds (Ho, Dy and Yb) exhibit a magnetization plateau at almost half the value
of the expected saturated magnetization and a linear behavior of the magnetization with the applied
magnetic field from 50 K up to room temperature. This magnetization plateau was actually expected
in the case of the Ho and Dy. Indeed it has been calculated for antiferromagnetic Ising spins on a
pyrochlore lattice by Harris et al. [HBHC98] due to the strong easy axis anisotropy preventing the
magnetic moments to get aligned with the magnetic field. Therefore the measured magnetization cor-
responds to the projection of the ordered magnetic moments in the plane containing the magnetic field
direction. The magnetization plateau at less than half the expected saturated moment is also observed
in YbyIr,O7 although the Yb ions present an easy-plane anisotropy and translates the fact that the Yb
ion is not purely easy plane. It has also been observed in Yb,Ti,O7 [LGL"14].
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Figure 4.20 — (left) M/ H versus T for YbyIroO7 measured after a ZFC (in blue) and a FC (in orange)
procedure in 0.01 T. Inset: zoom of the ZFC-FC opening happening around 145 K. (right) M versus
H for YbyIryO7 measured at different temperatures.
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Figure 4.21 — (left) M/ H versus T for Gd,Ir,O7 measured after a ZFC (in blue) and a FC (in orange)
procedure in 0.01 T. Inset: zoom of the ZFC-FC opening happening around 120 K. (right) M versus
H for GdyIryO7 measured at different temperatures.

GdyIr;O; shows a slightly different behavior. The magnetization is still increasing with a quasi
constant slope at 5 T and 2 K, indicating that the saturated magnetization will be reached for a much
higher magnetic field (see Fig. 4.21). Besides, the Gd saturated magnetic moment is 7 pp and we can
expect a maximum of 14 up/f.u for the saturated magnetization of GdyIr,O7. Thus there is no sign
of a magnetization plateau around half the saturated magnetization as observed for the 3 previous
compounds in agreement with the expected isotropy of the Gd ion.

4.5.2 Neutron Powder Diffraction

Neutron powder diffraction experiments have been performed on the Ho-, Dy-, Yb- and Gd-based
compounds in order to probe the rare-earth magnetic structure and therefore confirm indirectly the
AIAO Ir magnetic order from the Ir—rare-earth coupling.

The Ho compound was measured on the D1B diffractometer. Diffractograms were recorded every
1K from 3 K to 200 K. Figure 4.22 shows the temperature dependence of the diffractograms. Additional
Bragg peaks are observed below 50 K and are indexable with a k = (0, 0, 0) propagation vector.
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Figure 4.22 — (left) Thermodiffractogram recorded for HooIr,O7 between 3 and 50 K. (right) Neutron
diffractograms recorded at 1.5 (blue line) and 50 K (red line). The difference between the 1.5 K and
50 K data is show in green.

Similarly to Tb,lIr,O7, the irreducible representation allowing us to refined the data corresponds to
an AIAO magnetic configuration of the Ho sublattice, as expected considering the magnetocrystalline
anisotropy of the Ho®* ions. Moreover, the temperature evolution of the refined Ho magnetic moment
(see Fig. 4.23) indicates that its ordering is induced in the same way than the Tb one. At 1.5 K, a
magnetic moment of 5.03(3) yp is refined.
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Figure 4.23 — (left) Neutron diffractogram recorded for HoxIroOy at 3 K (red dots). The black line rep-
resents the calculated intensity using the AIAO model for the Ho magnetic order. (right) Temperature
evolution of the refined Ho>" magnetic moment using the AIAO model.

For Dy,Ir,O7, the D4c diffractometer was used to perform the experiment. Diffractograms were
recorded between 3 K and room temperature. In the same way than the Ho and Tb pyrochlore com-
pounds, additional Bragg peaks are observed at low temperature (see Fig. 4.24), corresponding to an
AIAO magnetic order of the Dy moments. The refinement of the 3 K data gives a Dy magnetic moment
of 5.60(3) up.

These two compounds, presenting rare-earth with an easy axis magnetocrystalline anisotropy, dis-
play an induced AIAO magnetic order on the rare-earth sublattice, similarly to TbyIr,O7. These first
two results are so far consistent with the assumption of an AIAO Ir order in the whole pyrochlore
iridates family.

We then studied the Yb,Ir,O; compound, in which the Yb®* ion is expected to present an easy
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Figure 4.24 — (left) Neutron diffractograms recorded for Dy2Ir,O7 at 3 (blue line) and 50 K (red line).
The difference between the 3 K and 50 K data is shown in green. (right) Neutron diffractogram recorded
at 3 K (red dots) and calculated intensity (black line) using the AIAO model for the Dy magnetic order.

plane anisotropy. Figure 4.25 shows the diffractograms recorded at 1.5, 50 and 200 K as well as the dif-
ference between the low temperature and the 50 K diffractograms. No additional intensity is observed
as the temperature is lowered indicating the absence of long range order of the Yb sublattice. The
small peaks observed in the 1.5 - 50 K difference around 2.2, 3.5 and 4.2 A~ are due to the different
Debye-Waller terms in the nuclear scattering cross section. This result is consistent with what we found
in ErpIr,O7 and with an Ir AIAO configuration in YbyIr,Oy as well.
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Figure 4.25 — (left) Neutron diffratograms recorded for YboIr,O7 at 1.5 (blue), 50 (orange) and 200 K
(red). (right) Difference between the 1.5 and 50 K data.

Last, the magnetic order of the Gd sublattice in GdpIr,O7 was studied similarly to the previous
compounds. The neutron powder diffraction measurements were first performed on a natural Gd-
based compound using the D4c diffractometer considering the huge absorption cross section of Gd for
thermal neutrons (see Table 4.6).

Figure 4.26 shows the diffractograms recorded between 3 K and 200 K. Additional intensity is
observed as the temperature is lowered indicating that the Gd magnetic moments order. Looking at the
difference between the low temperature and 50 K (see Fig. 4.27) magnetic Bragg peaks are observed for
wavevector transfer Q > 1.5 A1 at the same positions than for the Tb, Ho and Dy-based pyrochlores,
indicating a possible AIAO magnetic order of the Gd sublattice. To our surprise a broader peak is also
observed in the lower Q region, for Q ~ 1.15 A~'. This signal rises at the same temperature as the
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Neutron absorption Thermal neutrons Cold neutrons

cross section A=18A A=05A
natural Gd 49700 500
160Gdq 0.77 0.21

Table 4.6 — Neutron absorption cross section of the natural and isotopic Gd element for the wavelengths
used on D1B and D4c.

magnetic Bragg peaks but is not accounted for by the ATAO model.
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Figure 4.26 — (left) Neutron diffractograms recorded for GdaIr,O7 between 3 K and 50 K on D4c.
(right) Zoom of the diffractograms for Q < 5 A.
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Figure 4.27 — Difference between the diffractograms recorded at 3, 10 and 20 K and the diffractogram
recorded at 50 K on D4c for GdyIr,O7. The arrows indicate the position of the expected Bragg peaks for
an AIAO arrangement of the Gd magnetic moments.

Having synthesized a small amount of isotopic 160Gd,Ir, 07, we performed an additional neutron
powder diffraction experiment using the D1B diffractometer which has a better Q resolution. Left
part of figure 4.28 shows the difference between the diffractograms recorded at 3 K and 50 K for the
isotopic compound. First, the same magnetic Bragg peaks are observed at the same position in both
diffractograms. These magnetic peaks are refined using an AIAO magnetic order, leading to a value
of 42 up at low temperature for the ordered Gd magnetic moment (see right part of Fig. 4.28). As
the Gd*>* magnetic moment is assumed to be isotropic in first approximation, this AIAO order was
expected and is another proof of the AIAO order of the Ir sublattice in this family.
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The better resolution of D1B also allows us to interpret the additional signal observed at Q ~1.15 A=,
This signal is very broad in Q, and is indicative of the presence of short range correlations in GdyIr,Oy.

We have to note that these correlations appear at the same temperature as the AIAO magnetic
Bragg peaks. It is rather surprising to observe the coexistence of both a long range order and short
range correlations rising at the same temperature. Moreover, the short range correlations look similar
to those observed in the Er compound, which presents an easy plane of anisotropy perpendicular to
the direction of the Ir molecular field. A priori similar behaviors between Er;IrpO; and Gd,IryO7 were
not expected since Gd>* ion is assumed magnetically isotropic.

However, we have to take into account that the isotropic nature of the Gd*>* ions is only true to
a first order since the first excited state is at an energy of 4 eV (~ 46.4 x 10% K) [Wyb66]. A study of
the Gd,TipO7 and GdySn,O7 pyrochlore compounds showed that the Gd®>* ions are actually slightly
anisotropic with an easy plane anisotropy perpendicular to the (111) direction. Using a simplified
model taking into account nearest-neighbor exchange and a staggered planar anisotropy, an anisotropy
constant of 0.223 K and 0.140 K for Gd,Ti;O7 and Gd,Sn,0; respectively was determined[GZS™07].
Thus, it is not excluded that the small Gd anisotropy could lead to this coexistence of phases. One last
point to be noted is that in EryIr,Oy, short range correlations are observed only at very low tempera-
ture as they are due to the Er-Er interactions which are quite small, while in Gd,Ir,O7 they appear at
the same temperature than the long range order. Therefore it may be related in some way to the Gd-Ir
interactions rather than to the Gd-Gd interactions.
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Figure 4.28 — (left) Difference between the diffractograms recorded at 3 and 50 K on D1B. (right)
Temperature evolution of the refined Gd®+ magnetic moment using the AIAO model.

In order to get better insight on the magnetic correlations, one can also perform magnetic Pair Dis-
tribution Function (mPDF) analysis [FYB14]. mPDF is obtained experimentally by Fourier transforming
the magnetic scattering intensity from the neutron powder diffractograms. mPDF reveals local mag-
netic correlations directly in real space. Besides, the mPDF technique does not differentiate between
diffuse and Bragg scattering, so it also provides sensitivity to both short- and long-range magnetic
order. This will give positive (resp. negative) peaks at distance corresponding to spin pair separation
for ferromagnetic-like (resp. antiferromagnetic-like) correlations in the direction perpendicular to the
spin pair bond.

mPDF analysis was performed for both Dy;Ir,O7 and GdyIr,Oy using the difference between the
3 K and 50 K diffractograms recorded on D4c. The Dy compound, perfectly ordered in the AIAO
configuration, is used as a reference for comparison with the Gd compound (see Fig. 4.29). The Fourier
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122 Chapter 4. The pyrochlore compounds

transform was performed on the data for Q from 0 to 10 A=, corresponding to the Q range which
gives the best data in the real space. The low r region (r < 2 A), is not relevant to the physics of the
system since it is greatly dependent on the size of the Q region chosen to perform the Fourier transform.

A difference is observed between the two compounds at a distance r =~ 3.6 A. This distance
corresponds to the distance between two nearest R or Ir neighbors but also to nearest R-Ir neigh-
bors (distance denoted d; in the sketch in Fig. 4.29). However, considering that we are looking at
the spin pair correlation function and that the Ir magnetic moment is smaller than 0.1 xp, we have
(S(R)-S(R)) > (S(R)-S(Ir)) > (S(Ir) - S(Ir)). Therefore it can be safely assumed that we are mostly
sensitive to the R-R or R-Ir spin pair correlations, and that there is a change in these correlations be-
tween the Dy and Gd compounds.

—— Gd2lr207
— Dyalr207

12 14 16 18 20

b

Figure 4.29 — (left) mPDF of Dy,Ir2O7 (purple) and GdalroO7 (blue) obtained by Fourier transforming
the experimental magnetic scattered intensity. (right) Sketch of a central R3>" ions (central red dot) with
its 6 nearest neighbor Ir** (in blue) and R3* ions (in red). The arrows represent the Gd and Ir magnetic
moments arranged in the AIAO magnetic configuration.

We then tried to find models accounting for the magnetic behavior of the two compounds and
performed mDF analysis of the calculated magnetic scattered intensity using these models.

For Dy»Ir;Oy, a simple AIAO magnetic configuration has been considered giving a good agreement
between the experimental and calculated mPDF (see left part of Fig. 4.30).

For Gd,Ir;O7, we used a model taking into account both an AIAO long range order and mag-
netic short range correlations. Monte Carlo calculations were performed considering the Gd sublattice
alone with easy plane magnetic anisotropy for the Gd magnetic moments and antiferromagnetic Gd-
Gd nearest-neighbor interactions. From these calculations, we extracted the spin configuration and
calculated the magnetic scattered intensity that would yield neutron powder diffraction. We then used
the Fullprof Suite program in order to calculate the scattered magnetic intensity for an AIAO magnetic
order of the Gd sublattice. Finally, the mPDF analysis was performed on the weighted sum of these
two calculated scattered intensities. Using this phenomenological model, a very good agreement is ob-
tained between the experimental and calculated mPDF (see right part of Fig. 4.30), indicating that this
is the right lead in order to understand the physics of GdIr,O7. However, the origin of this different
behavior for the Gd pyrochlore is still unknown at this stage, especially since, as noted above, due to
their temperature range, the spin correlations cannot be a priori explained by Gd-Gd interactions.

In this section, RyIrpO7 compounds with rare-earth displaying various anisotropies were studied.
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Figure 4.30 — mPDF of Dy,Ir,O7 (left) and GdyIr,Oy (right) obtained by Fourier transforming the
experimental magnetic scattered intensity (plain lines) and the calculated magnetic scattered intensity
using models described in the text (dotted lines).

From the magnetization measurements, we have found that the Ir sublattice orders between 120 and
150 K depending on the considered compound. From the neutron powder diffraction experiments
we were able to probe the magnetic order of the rare-earth, which allowed to highlight a systematic
behavior depending on the rare-earth magnetocrystalline anisotropy. Besides, all these behaviors are
compatible with an all-in/all-out magnetic order of the Ir sublattice: rare-earth ions with easy axis
anisotropy display an AIAO induced magnetic order as the Ir molecular field is consistent with their
anisotropy while it competes against the easy plane anisotropy for the other rare-earth ions, which
thus remain magnetically disordered.

Only the Gd-based compound shows a more complex behavior with the coexistence of long range
and short range correlations. This is so far interpreted as the expression of the small easy plane
anisotropy of the Gd* ions which seems to affect the Gd-Gd spin-pair correlations.

4.6 Inelastic Neutron Scattering

Having determined the magnetic structure of the RyIr,Oy, it is also interesting to look at the excitation
spectra of these compounds. This will give insight on two main physical properties: the crystal electric
field (CEF) levels giving information about the magnetocrystalline anisotropy of the rare-earth elements
and the possible collective magnetic excitations.

To study the excitation spectra of the RoIr,O; compounds, inelastic neutron scattering (INS) exper-
iments have been performed with J. Ollivier and B. Fék on three different instruments at the Institut
Laue Langevin: IN5, IN6 and IN4. These are three time-of-flight spectrometers (see Chap. 2 for details)
working with various wavelengths. This allows probing low-energy excitations with a good energy-
resolution together with high-energy excitations (up to 150 meV).

A wavelength A = 5.1 A was used on the IN6 spectrometer with an energy-resolution AE ~ 0.07 meV.
This gives access to excitations up to 3 meV on the Stokes side (neutron energy loss side). On IN5, an
incoming neutron beam with a wavelength A = 4.8 A was used in order to probe the very-low energy
excitations (up to 2.5 meV on the Stokes side) with an energy resolution AE ~ 0.1 meV. Finally, on IN4,
we used several wavelengths [from 0.74 A (Ejnax = 135 meV and AE = 16 meV) to 2.44 A (Enax = 12 meV
and AE ~ 1 meV)] in order to probe different energy regions.

In this section, I will focus on the results obtained for three compounds: Tb;Ir,O7, EroIr, Oy and
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124 Chapter 4. The pyrochlore compounds

GdyIr,O7. INS experiments have also been performed on the other compounds (with R = Ho, Dy, Yb),
however the data analysis is still ongoing.

Besides the phonon signals, all of these compounds exhibit a few well defined excitations that
can be easily interpreted as magnetic excitations from the evolution of their scattering intensity which
decreases with the modulus of the wave vector transfer Q1. It roughly scales as the square of the
magnetic form factor of the 4f electrons of the R3>* ions. Their dispersion is very small and is only
observed for some of the low energy levels. This suggests that they mainly account for transitions
between single ion energy levels of 4f electrons of individual R3* ions splitted by the CEF. Their
collective nature arising from the R-Ir and R-R exchange, manifests itself in their weak dispersion and
can be considered only in a second stage of a quantitative analysis.

4.6.1 Experimental data
4.6.1.1 Tb21r207

Figures 4.31 to 4.33 show the scattering function S(Q, w) measured for Tb,Ir,O; between 2 and 300 K
on IN4 (A; = 1.2 A) and IN5 (A; = 4.8 A).
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Figure 4.31 — Inelastic neutron scattering intensity for Tbalr,O7 at 2 K (left) and intensity summed
over Q for temperature between 2 and 300 K (right) measured on IN4.
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Figure 4.32 — Inelastic neutron scattering intensity for Tbylr,O7 at 100 K (left) and intensity summed
over Q for temperature between 1.5 and 100 K (right) measured on INS.

At low temperature, several magnetic excitations are observed at 0.4, 1.5, 10, 14 and 35 meV. The
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last four excitations are interpreted as transitions between CEF levels as their energies are close to
the one observed for similar Tb based pyrochlore compounds: Tb,Ti;O7 and Tb,Sn,O7 (see Table 4.7)
[RPI"16, ZFH'14].

We can also note that at 35 meV, in addition to the CEF level transition there is also the presence
of a nuclear signal that is most visible for high value of Q. When integrating the data over the entire Q
range, both the intensity of the magnetic and nuclear signals are summed. Moreover as the temperature
increases the intensity of the nuclear signal is increased significantly.

Level ( meV) E; E; Es E4
TbyIr,O7 (this work) 1.5 10 14 35
Tb,TipO7 [RPIT16] 14 102 167 42
TbySn,O; [ZFH'T14] 1.28 1055 15.8 34

Table 4.7 — Energies of the first excited levels reported for Tbylr,O7 and for different Tb-based py-
rochlore compounds for comparison (I only show the most recent results for these two compounds).

As the temperature increases, several modifications in the INS spectra are observed: the intensity
of the lowest CEF transition at 1.5 meV is strongly reduced. This is explained by the fact that the pop-
ulation of the corresponding excited state increases at the expense of the ground state with increasing
temperature. Therefore the intensity associated to the transition from the ground state to this level
decreases and transitions from this excited level are now allowed. This is shown in Figure 4.32 where
an additional excitation is observed around 8 meV corresponding to a transition from the 1.5 to the
10 meV level.
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Figure 4.33 — Inelastic neutron scattering intensity measured for Tbylr,O7 on INb as function of Q
and the energy (left) and summed over Q (right) between 1.5 and 100 K.

Concerning the low energy excitation observed at 0.4 meV (see Fig. 4.33), we believe that it corre-
sponds to a splitting of the ground state doublet induced by the Tb-Ir magnetic coupling. At 1.5 K,
this excitation is well separated from the ground state and shows non negligible amplitude dispersion
along Q, with a maximum of intensity around Q = 1.2 A~1. When the temperature increases, this exci-
tation merges with the quasi-elastic signal. In addition, the dispersion of this level could be inherited
from the dispersion of the Ir magnetic excitation that we do not see in the experiment.
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126 Chapter 4. The pyrochlore compounds

It should be noted however that the ground state doublet is non Kramers. Since the first excited
doublet (also non Kramers) is close in energy and the molecular field is large enough to mix these two
doublets, the splitting can be attributed to the exchange field. Otherwise it would not be observed by
neutron scattering. In Tb,Ti,O7 [GGBT 01, MBH07] and Tb,Sn,O7 [PBM*12] this would have been the
case since the molecular field is much weaker. Yet similar splittings were observed in these compounds
which has led to propose possible quadrupolar interactions and coupling with vibrations. These are
not totally excluded in our Ir-based compounds as well.

4.6.1.2 Er21r207

Figure 4.34 shows the inelastic neutron scattered intensity S(Q, w) recorded for Er;Ir,Oy at 1.6 K on
IN4 for incoming neutron beam with wavelength of 0.74, 0.9 and 1.6 A, allowing to probe excitations
up to 135, 90 and 27 meV respectively. The INS intensity S(Q, w) recorded on IN6 is shown Figure 4.35.
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Figure 4.34 — Inelastic neutron scattering intensity for ErplroO7 at 1.5 K (top) and intensity summed
over Q for temperature between 1.5 and 200 K (bottom) measured on IN4 for three different wave-
lengths: 0.74 A (left), 0.9 A (middle) and 1.6 A (right).

Level ( meV) Ei E, E; E;
ErpIryOy (this work) 55 9 195 64
Er,Ti,0O; [CHH'03] 63 7.3
Er,Sn,O7 [GPLT13] 51 7.6 17.2

Table 4.8 — Energies of the first excited levels reported for EroIr,O7 and for different Er-based py-
rochlore compounds for comparison (I only show the most recent results for these two compounds).

Several excitations can be observed with their energies listed Table 4.8. They are associated to CEF
level transitions in the system.
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Figure 4.35 — Inelastic neutron scattering intensity for EroIrpOy at 200 K (left) and intensity summed
over Q for temperatures between 1.5 and 200 K (right) measured on IN6.

As the temperature is increased, transitions from the first excited levels are also allowed and can
be observed (see Figs. 4.34 and 4.35). In particular excitations are observed at 3, 10.5, 55 meV, corre-
sponding to E;-Eq, E3-E; and E4-E; respectively.

Finally looking at the low energy part of the INS intensity, an additional excitation is observed
at 0.35 meV (see Fig. 4.36). This excitation appears as the temperature is lowered and thus could be
explained by the splitting of the doublet ground state CEF level due to the Ir molecular field similarly
to the Tb compound which is possible if the anisotropy is not perfectly easy plane. The excitation
shows also a strong dispersion along Q with a shape differing slightly from the one in the Tb;Ir,O5.
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Figure 4.36 — Inelastic neutron scattering intensity measured for EraIroO7 on IN6 as function of Q
and the energy (left) and summed over Q (right) between 1.5 and 200 K.

4.6.1.3 Gdle‘207

Finally, INS experiments were performed on Gd;Ir,O7 similarly to the previous compounds. As the
Gd®* ions are supposed to display a quenched orbital moment, the 4f levels should be degenerated
and thus no CEF excitations are expected. However, magnetic excitations arising from the coupling
between the Gd and the Ir ions are possible and thus low energy excitations similar to the one observed
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for (Er,Tb),Ir,O7 could be observed.

Figures 4.37 shows the INS intensity S(Q, w) recorded on IN4 at 1.5 K for incoming neutron beam

with wavelength of 0.9, 1.2 and 2.44 A. No magnetic excitations are observed up to 90 meV as expected.
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Figure 4.37 — Inelastic neutron scattering intensity for Gdalr;Oy7 at 1.5 K measured on IN4 for three
different wavelengths: 0.9 A (left), 1.3 A (middle) and 2.44 A (right).

However looking at the low energy part of the INS intensity that was recorded on IN6, a magnetic

excitation is observed around 0.3 meV. This excitation appears below 150 K and displays a strong mod-

ulation in Q that is similar to the one observed for EryIr,O;. Therefore this excitation is associated to

the influence of the Ir molecular field on the 4f levels of the Gd>* ions. Besides, the strong similitude

with the Er compound, reinforces the assumption that the Gd ions might display a small XY anisotropy.
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Figure 4.38 — Inelastic neutron scattering intensity measured for GdaIr,O7 on IN6 as function of Q
and the energy (left) and summed over Q (right) between 1.5 and 200 K.

Having determined the CEF levels for the different rare-earth elements, a fit of the INS intensity
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4.6. Inelastic Neutron Scattering 129

can be performed in order to determine the nature of the ground state which will give more insight
into the anisotropy of the rare-earth.

4.6.2 CEF analysis

The CEF Hamiltonian for the f electrons in the D3, (3m) point group symmetry of the 16d site occupied
by the R3* ions in the RyIr,O7 crystal can be expressed as:

Heer = By C3 + By Cf + B} (Cf — C;°) + B Cg+ Bg (G5 — C°) + Bg (C4+C.°),  (43)

when the quantization axis is chosen along the local 3-fold axis. The CZ stand for Wybourne op-
erators that, in a spatial rotation, transform like the spherical harmonics YZ. The BZ are real pa-
rameters to be determined from the experimental data. If only the ground multiplet |f"«LS]M)
(M= —J],—]+1,---,]) of the selected R3>" ion is considered, and only in that case, then the CEF
Hamiltonian is often formulated in the literature using the Stevens operators OZ [Ste52, Hut64]. Note
that this notation is the one used in Section 4.3 for the estimation of the Ir molecular field in TbyIr,O7
using the CEF parameters determined by Sagayama ef al. in the Nd based compounds. The details for
the conversion between the two formalisms are given in Appendix F.

The CEF parameters BZ are extracted from the experimentally recorded INS spectra by first di-
agonalizing the CEF Hamiltonian Hcgr on the ground multiplet |f"aLSJM) of the selected R3>* ion.
Then the orientation averaged scattering function is computed from the obtained eigenvalues E,, and

eigenstates |n):
—En/kgT 2 .
s(1Qlw) = FIQI? ¥ “—— 5 | (nl]lm) P R(w — Euosm) (44

n,m

where Z =Y, e En/kpT ig the partition function, E,—; = E;; — E, the transition energy from the state
|n) to the state |m) and R(w) the convolution of the Dirac § function with an instrumental resolution
function. The collective nature of the excitations being ignored at this stage, S(|Q|,w) depends on
the wavevector transfer Q only through the magnetic form factor f(|Q|). Within the ground multiplet
|f"aLSJM) of the selected R** ion, this form factor can be computed in the dipole approximation
as £(1Q]) = (o(1QN)) + (s1/s1) (j2(1Ql)) where (jk(1Q])) = [~ r*Raf(r)jx (r|Q|)dr are K-Bessel trans-
forms of the f-electron radial wavefunction Ry¢(r), g1 = 7+ % and gj = 3 + W
These quantities computed at once for each rare-earth ions are tabulated in [ACL"06].

The fits were performed by reverse Monte Carlo with Metropolis sampling and simulated anneal-
ing in the paramagnetic phase above the Ir magnetic ordering. At low temperature the effects of the
Ir-R exchange interactions were taken into account by merely adding to the CEF hamiltonian a Zeeman
contribution involving a molecular field. The CEF program used for this analysis was written by R.
Ballou.

From the CEF parameters, the anisotropic Landé factor (¢, and g|) can also be calculated by adding
a Zeeman contribution :

where pp is the Bohr magneton and « = L or ||. Then g, is extracted from the energy of the first excited
state (ga = E1/up H). These parameters give an indication of the anisotropy of the system:
- 81/g, =1 for an isotropic anisotropy,
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130 Chapter 4. The pyrochlore compounds

- 81/g > 1 for an easy plane anisotropy,

- 81/g <1 for an easy axis anisotropy.

4.6.2.1 Er21r207

EryIr,O7 is the compound for which the most CEF levels are observed, therefore this put more con-
straints onto the CEF parameters and a fit of good quality was obtained (see Fig. 4.39). The CEF
parameters used for the fit are shown in Table 4.9. The fit was optimized using the data recorded
at 200 K and for an incoming wavelength A; = 1.6 A explaining the fact that the intensities are not
matching perfectly for the data recorded for A; = 0.9 A, although the energies of the calculated CEF
levels agree well with the experimental ones.

The CEF parameters are close to the ones found for Er,Ti;O7 and Er,SnyO; [CGM ™09, GPL*13].
The Landé factors have also been calculated and we found g, =7.3 and g = 0.99 leading to 8./g| =
7.37. This indicates that the system presents an easy plane anisotropy, although comparing this value
with the ones for Er,Ti;O; and ErpSnyO7, we can see that the easy plane anisotropy for EryIr,O7 is
stronger than for ErpTi;O7 but is weaker compared to Er,SnyOy.

CEF parameters ( K) Anisotropic Landé factor
By By Bz Beo Bes Bes | 81 g 81/g)
ErpIr,O7 (this work) | 495 3390 958 782 -671 1285 | 73  0.99 7.37
Er,Ti,O7 [CGMT09] | 616 2850 795 858 -493 980 | 6.8 2.62 2.6
ErSnyO7 [GPLT13] | 656 3010 755 738 -653 990 | 7.52 0.054 139

Table 4.9 — CEF parameters given in the Wybourne formalism (in K) for EryIr,O7, EraTioOy (from
ref. [CGM*09]) and Er,SnyO7 (from ref. [GPL13]).
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Figure 4.39 — Experimental INS intensity measured for EroIr,O7 at 200 K on IN4 with incoming
neutron of wavelengths A; = 1.6 A and A; = 0.9 A. The plain lines correspond to the calculated INS
intensity for EraIroO7 using the CEF parameters detailed in the Table 4.9.

Having determined the CEF parameters, we added a Zeeman contribution to take into account
the Ir molecular field and try to estimate its amplitude in order to reproduce the observed splitting
of the ground state leading to a magnetic excitation around 0.35 meV. For Er;Ir;Oy, this leads to a Ir
molecular field of about 2 T.
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4.6.2.2 Tb21r207

For TbyIr,Oy, the fitting of the summed intensity was not as straightforward compared to EryIr, Oy
mainly due to the presence of a strong nuclear signal which modifies the intensity of the observed
excitations. In order to minimize the contribution of the nuclear signal, we performed the fit using the
intensity summed over a reduced Q-range (between 1.25 and 4.25 A=) and using the data recorded at
low temperature as the nuclear signal is weaker than for the higher temperatures.

However, working with the low temperature data implies to take into account the presence of the
Ir molecular field. To reduce the number of fitting parameters, we thus decided to use the value of 2 T
determined for Er,Ir, Oy for the Ir molecular field .

CEF parameters ( K) Anisotropic Landé factor
By By Bz Beo Bes  Bes | g1 3 81/
TbyIr,Oy (this work) | 811 3353 958 875 -875 1113 | 0.066 2.74 0.024
TbyTi,O7 [RPIT16] | 649 3597 1323 750 -977 1497 | 0.090 7.45 0.012
TbySn,O7 [MBHO7] | 454 2620 837 -433 -328 1296 | 0.044 11.16 0.0039

Table 4.10 — CEF parameters given in the Wybourne formalism (in K) for TbaIr,O7, TbyTioO7 (from
ref. [RPIT16]) and TbySny;O7 (from ref. [MBHO7]).
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Figure 4.40 — (Top)Experimental INS intensity measured for Tbylr,O7 at 2 K on IN4 with incom-
ing neutron of wavelength A; = 1.2 A. The plain line correspond to the calculated INS intensity
for TbylryOy7 using the CEF parameters detailed in the Table 4.10. (Bottom) Experimental (left) and
calculated (right) INS intensity S(Q, w).

Emilie Lefrancois - Université Grenoble Alpes - 2016



132 Chapter 4. The pyrochlore compounds

As the data are not of good quality mainly due to the population of the magnetic signals contami-
nated by nuclear contributions, the fit does not reproduce perfectly the experimental data and could be
largely improved. Besides, the determined parameters are rather different than the ones determined
in section 4.3 which were calculated by scaling those from the Nd3* ions.

Note that the value of the Ir molecular field, that we used for refining the Tb CEF parameters,
is slightly reduced compared to 3 T calculated previously. Another estimation should be done using
these CEF parameters. Nevertheless, these two values are of the same order of magnitude so it does
not affect the interpretation of the physics of the system.

4.6.2.3 Gd21r207

For Gd,IryOy the effects of CEF might be ignored since the 4f electronic shell of Gd3* ion is half-filled,
but this would be legitimate only in the Russel-Saunders approximation according to which the 4f
electrons in Gd3T are in the purely spin ground octet 857/2 (5=7/2,L =0,] =7/2). As a matter of fact,
a small admixture exists with multiplets of non zero orbital moments [°P;/,) (S = 7/2,L = 1,] = 7/2),
|6D7/2> (S =5/2,L =2,] =7/2), ---. Due to the hierarchy of the interactions, the in-shell electron-
electron correlations being larger than the spin-orbit coupling, themselves larger than the CEEFE, the
mixing is fairly independent of the host crystals and the spin octet states rather write:

[¥) =5 [5S70) +p [°Pro) +d °Drp) + - - (4.6)

with s = 0.9866, p = 0.162, d = —0.0123, - - - [Wyb66].

The matrix element ), BZ<‘I’M \CZ|‘I’M’ ) of the CEF Hamiltonian Hcgr = Y kg BZCZ between the
states [¥M) can be computed from those of the Wybourne operators, CZ, on the multiplet states
| f"aSLJM), which are given by [Wyb65]. More details are given in Appendix G.

It results that the CEF Hamiltonian can simply be expressed as:

4
Hegr = —ST\/EdeSCS ~ 0.56 x 1074BICY, (4.7)

where C) = 3J2 — J(J + 1)1 is a Wybourne operator acting on the spin octet 8S;/, with an effective CEF

parameter given by — % pdB).

If the environment is exactly the same as in ErIr,Oy, then Bg is estimated to 52 meV which gives
an effective CEF parameter of about 3 x 1073 meV. It has been argued that this provides only an
order of magnitude and that a number of other contributions of similar magnitude and even a little
larger emerge from high order of perturbations involving spin orbit interactions with excited states,
configuration mixing interactions or else relativistic and correlated CEF effects [Wyb66]. Assuming
that the Gd-Ir and Er-Ir exchange interactions are of the same order of magnitude, i.e. characterized
by an Ir molecular field of about 2 T at low temperature, the spin gap of 0.35 — 0.40 meV found out
in the GdyIr;O; INS spectra can be reproduced when the effective CEF parameter is in the order of
15 x 1072 meV. Its positive value suggests a local easy plane anisotropy.

With INS experiments and CEF analysis, we thus determined the CEF parameters for Tb,Ir;O; and
ErIr;O7. From these parameters, we were also able to estimate the amplitude of the Ir molecular field
which is shown to split the CEF ground state level. The estimated value is consistent between the three
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studied compounds. In order to go further in the analysis we would need to fit the dispersion of this
additional magnetic contribution by taking into account collective excitations.

4.7 Monte Carlo Calculations

In order to better understand the different ingredients involved in the physics of the RIrpO7 family, es-
pecially EryIrpOy and Gd,Ir,O; with easy-plane anisotropy, Monte Carlo calculations were performed.
There are three different exchange interactions to take into account for this family: the Ir-Ir interactions
which produce the ordering of the Ir sublattice in the AIAO magnetic configuration, the Ir-R inter-
actions which lead to an induced AIAO magnetic order for easy axis rare-earths or which compete
against the easy-plane anisotropy of the rare-earths. These two interactions occur at a "high" tem-
perature, corresponding to T)j, for most of the pyrochlore iridates. The last interactions are the R-R
interactions which occur at low temperature, in the (sub)Kelvin range.

First, the expression of the magnetic exchange interactions has to be found, beginning by analyzing
the symmetry of this interaction which will constraint the authorized terms in the expression of the
interaction tensor. The symmetry analysis is described in the two sections following the details of the
Monte Carlo calculations.

For the calculations, I have first worked with each sublattice independently in order to fix some
of the parameters, then both sublattices were considered simultaneously with an additional magnetic
exchange coupling. The Monte Carlo calculations have been performed using a program written by L.
Chapon (freely available at https://forge.epn-campus.eu/svn/difmag/).

4.7.1 Details on the Monte Carlo calculations

Monte Carlo calculations are performed using a conventional Metropolis algorithm, cooling the system
from high temperature (100 K for the Er sublattice alone, 600 K for the Ir sublattice alone and the two
coupled sublattices) to low temperature. The temperature is decreased exponentially by 5% each
time. At each temperature step, 10* spin flips per spin are conducted for equilibration, then the spins
configuration can be extracted. From the spins configuration, neutron powder diffractogram can be
calculated in order to see the evolution of the magnetic ordering. Supercells of respectively 8x8x8 (8192
spins) and 6x6x6 (6912 spins) have been used for the sublattices alone and coupled respectively.

4.7.2 Definition of the different interactions

4.7.2.1 Rare earth-rare earth & Iridium-Iridum interactions

For the rare-earth and iridium sublattices, identical pairs are along a 2-fold axis and there are two
perpendicular mirrors that contain the 2-fold axis. Thus the point group symmetry at the center of the
pair is mm2 (see Fig. 4.41).
Jux Jxy Jaz
Taking into account the action of the 2-fold axis and of the 2 mirrors on symmetric | = ( Ixy Tyy Jyz )
Jxz ]yz Jzz

o Dy
and antisymmetric D = <Dy > exchange interactions, the interaction tensor in the local basis ((%X,¥,2),

attached to the R-R or Ir-Ir };air, see Fig. 4.41) writes:

Jax 0 =D
Jioc = ( 0 Jyy O ) (4.8)

D 0 Jxz
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m,

R+ Ro

S

Figure 4.41 — Sketch of two neighboring rare-earth ions with the symmetry elements. The local basis
(X,9,2) is the basis attached to the R-R pair.

We can rewrite this tensor in the basis attached to the cubic unit cell (1,7, k) (see Fig. 4.42):

]1 — ]xx;’]yy
)z —Ja . L = @
Jeur = (]3 N1 ]4) , with D (4.9)
Jaa T2 = -5
Js = Jz

Figure 4.42 — Sketch of one of the tetrahedra in the cubic basis (1,],k).

Considering one tetrahedron as sketched in Figure 4.42, the expression of J.,;, given in Eq. 4.9,

corresponds to Ji_p. The other interactions among this single tetrahedron can be easily deduced by

applying the correct transformation:

Rot110y[ = %] Jiz-"Rot(1 11y [ - ]
Rotyi11y 3] - iz - "Rotgy 11y [3F]

Rot( 1,1, [%}-Rot{ool}[ 7] Tz - (Rot 00y [] - Rot 1,11y [%])
2] - Rotggg1y [71] - Jiz - '(Rot o1y [77] - Rotg_q 113 [ — 3
]ROt{loo}[ 7] Jia- (ROt{LO,O} [”]'ROt{l,—L—l}[ TH]

)

ROt{—l,—l,l} [
ROt{lz_lz_l} [

‘”\:1 ‘”\:z

The rare-earth sublattice is composed of 4 equivalent tetrahedra (labelled 1, 2, 3 and 4 in Fig. 4.43).
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The interactions among these tetrahedra are the same. There are another set of 4 equivalent tetrahedra
(5, 6, 7 and 8), for which the interactions are deduced from the first set of interactions by symmetry.

For example J;_1; is related to J;_, through the inversion center at the position of R;. We can then
deduced all the rare-earth interactions inside the unit cell.

Figure 4.43 — Representation of the rare-earth (left) and iridium (right) sublattices in the cubic basis
(1,J,K). The equivalent tetrahedra are represented in the same color.

4.7.2.2 Rare earth-Iridium interactions

The symmetry analysis for the R-Ir interaction is detailed section 4.4. I recall that the exchange tensor

writes:
1 J2 J4+3V2D J4+3v2D
Jeun = ¢ | Ja=3v2D )y Is (4.10)
J4+=3vV2D ] It

with

i = 3t ]yy +2)z — Zﬁ]yz

2 = 4]yy + 2]z + 4ﬁ]yz

Js. = 3+ ]yy +2]; — 2\/§]yz

Ja = _ZIyy + 2]+ \/Efyz

4.7.3 Results of the Monte Carlo calculations

4.7.3.1 Calculations with the Iridium sublattice

For the iridium sublattice, only DM interaction is considered, as it allows stabilizing an AIAO order
alone. The DM interaction is expressed by:

D1, = (%D) ,

where D is fixed to 70 K, value for which the Ir sublattice orders around 130 K, temperature which
corresponds to Tys;. The ordering temperature is deduced from the calculated specific heat, in which
a peak is observed at the transition as it is a second order transition (see Fig. 4.44). In the calculated

Emilie Lefrancois - Université Grenoble Alpes - 2016



136 Chapter 4. The pyrochlore compounds

neutron powder diffractograms, magnetic peaks corresponding to an AIAO arrangement of the Ir mag-
netic moments are observed from 100 K down to the lowest temperature.
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Figure 4.44 — Specific heat (left) and temperature evolution of the neutron powder diffraction (right)
calculated from the Monte Carlo simulation on the Ir sublattice.

4.7.3.2 Calculations with the rare-earth sublattice

For the rare-earth interactions, the considered Hamiltonian is the following (from [GPL"13]) :

H= (Z)} [IZZS?Sj —J= (8757 +878) + Jex 1SS + 7S S; ]
Y
+ e[S CST + G587 ) +ier j]] @D
where Sf denote components of the spins in the local pyrochlore bases and v;; and {;; consist of

unimodular complex numbers with @ij = —'y;} [RSGB11]. The exchange parameters (J;, J+, J++ and
Jz+) are linked to the parameters defined in subsection 4.7.2.1 by the following relationships :

J= = —5@h—h2+2(s+2)) o= 553V2e+2V2 s +4)2x — V2]:22)
J+ = Y2h-T—T3-2J) _ ) o= (4 4 +AV2on + ]2)
Jex = t(h+h+2]3+2]) ] B o= =34 —2V2)ek + T2
Jox = ﬁ(th]er]s—h) Jo = =32 —2]es + V2t + ]22)

The exchange interactions include the anisotropic Landé factors (g and g ) [GPL713] and thus
take into account the anisotropy of the rare-earth ground state doublet [Cur07, RSGB11].

For the Monte Carlo calculations, I have used the exchange parameters determined for the com-
pound Er;Sn,Oy7 as it displays similarities with ErpIr,Oy, although the Er3* ions magnetocrystalline
anisotropy is weaker for ErpIr,O7. Indeed Er,Sny;O7 does not order before 100 mK, despite the fact that
it displays a freezing around 200 mK and Palmer-Chalker short range correlations, similar to what is
observed in EryIr, Oy.
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The fitted exchange parameters are the following :

Jir = 74 I = 676 I = 0784
Je = 13 (1072 meV) — Lo =8l (1072 meV) = o= 0942 (K)
J. = 0 5 = —10.74 J5 = —1247
L.+ = 0025 i o= 402 . = 0467

Using these parameters, short range correlations are observed down to 0.77 K with the presence of a
large bump around 1.15 A~1. At this temperature, the system orders magnetically as it can be seen from
the peak in the specific heat and from the observed magnetic Bragg peaks (see Fig. 4.45). The magnetic
order from the calculations is found to be the Palmer-Chalker state (see details in section 4.4) as it can
be observed by analyzing the spin configuration extracted from the Monte-Carlo calculations. The real
system does not show any long range ordering. We recall however that the Monte Carlo simulations
are classical calculations which do not take into account quantum fluctuations or instabilities which
may prevent the ordering of the real system.

The computed short range correlations around 1.15 A~! are consistent with the physics of both
Er28n207 and EI‘QII‘207.
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Figure 4.45 — Specific heat (left) and temperature evolution of the neutron powder diffraction (right)
calculated from the Monte Carlo simulation on the Er sublattice.

4.7.3.3 Calculations on RyIr,O7.

Finally, calculations have been performed on the entire system taking into account the two sublattices
with their interactions and also an additional interaction between the Ir and R ions. To begin with, an
isotropic interaction is used between only the R and Ir nearest neighbors. This is not a realistic repre-
sentation of the effective R-Ir interaction as it has no reason to be isotropic and the exchange tensor is
allowed to have non zero off-diagonal components (see Eq. 4.10).

Figure 4.46 shows the neutron powder diffractograms, for the entire system (left part) and the R
sublattice alone (right part), calculated from the spin configurations extracted from the Monte Carlo
calculations at different temperatures and for different values of the R-Ir isotropic interactions.

It is interesting to note that, for small values of the R-Ir interaction (between 1 and 3 K), both a large
bump around 1.15 A~ indicative of Palmer-Chalker interactions and magnetic Bragg peaks associated
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Figure 4.46 — Evolution of the neutron powder diffractograms obtained from the Monte Carlo calcu-
lations for RyIr,Oy (left) and for the R sublattice alone (right) for different values of the R-Ir exchange
interaction and for several temperatures.

to an AIAO magnetic order are observed on the R sublattice (see right part of Fig. 4.46 and Fig. 4.47 ).
For higher values of this coupling, the R sublattice orders in the AIAO magnetic configuration similarly
to the Ir sublattice. This could give new insight into the physics of GdIr,O7 and Er;Ir,O7 as it looks
similar to what have been experimentally observed by neutron powder diffraction.
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Figure 4.47 — Evolution of the neutron powder diffraction calculated from the Monte Carlo calculations
for the R sublattice alone for different values of the R-Ir exchange term at 1 K.

However, the Gd*' ions magnetocrystalline anisotropy if any, should not be as large as for the Er**
ions in ErySnyO7. Therefore more calculations have be done using a different R-R exchange tensor be-
fore concluding. It becomes obvious from these calculations, that some anisotropic terms need to be
included to describe the physics of GdIr,O7. One possible explanation could be that the anisotropy
comes from the R-Ir interactions rather that from the Gd3* ions. However this would imply that the Ir
magnetic moments are not perfectly aligned along the (111) direction.
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Moreover, the R-Ir interactions are assumed to be stronger than the R-R interactions so it would be
interesting to perform calculations without R-R interactions in a first step considering anisotropic R-Ir
exchange tensor contrary to what have been performed so far.

4.8 Conclusion and perspectives

In this chapter, we studied several pyrochlore iridates with various rare-earth elements, magnetic or
not and displaying different magnetocrystalline anisotropy: easy axis anisotropy for the Tb, Ho and
Dy, easy plane anisotropy for the Er and Yb and weak anisotropy for the Gd.

We first started by studying the non magnetic rare-earth based compound: Y,Ir,O7. A signature
of the Ir magnetic ordering is observed with the presence of a ZFC-FC opening in the magnetic sus-
ceptibility. However it remains very difficult to have an unambiguous evidence of the Ir magnetic
order using microscopic probes such as neutron scattering, muon spectroscopy or synchrotron X-rays
scattering.

For the other studied compounds with magnetic rare-earths, we do not get a direct evidence of the
Ir magnetic order. However we found that their magnetic behaviors fully agree with an all-in/all-out
Ir magnetic order. Indeed, with this magnetic configuration, the Ir nearest neighbors of a rare-earth
site produce a molecular field whose direction is along the (111) local direction at this site. Therefore
the Ir molecular field is either consistent with or competes against the R3* ions magnetocrystalline
anisotropy.

For easy axis anisotropic rare-earth elements (Tb, Ho and Dy), the Ir molecular field forces the R
sublattice to order in the same all-in/all-out magnetic configuration. This is deduced experimentally
from the temperature evolution of the ordered R magnetic moment which does not follow a Brillouin
function as it should if it was the primary order parameter of a second order magnetic transition. Sig-
nature of R-R interactions are also observed at lower temperatures for these compounds. For example
in TbyIr,O7, a metamagnetic transition is observed below 10 K in the magnetization measurements but
the magnetic order remains AIAO.

In the case of easy plane magnetocrystalline anisotropy of the rare-earth elements (Er and Yb),
the Ir molecular field competes with the R3* anisotropy and we showed that neither symmetric nor
antisymmetric exchange interactions allow to gain energy for an ideal easy plane anisotropy, leading
to an absence of magnetic order until the lowest temperatures where the R-R interactions needs to be
accounted for. In the case of EryIrpOy, an additional magnetic irreversibility is observed at 600 mK,
interpreted as a magnetic freezing of the Er magnetism. Moreover, short range correlations have also
been observed at low temperature in the magnetic diffuse scattering. Its analysis suggests that the Er
sublattice presents Palmer-Chalker short range correlations similarly to ErpSnyOy.

Finally we also studied Gd;Ir,O7, that was assumed to be isotropic and thus supposed to simply
stabilize an induced all-in/all-out magnetic order due to the Ir molecular field. However this last com-
pound revealed unexpected and puzzling features. Indeed the coexistence of both an all-in/all-out
long range order and Palmer-Chalker short range correlations are observed by neutron powder diffrac-
tion. The two phases seem to appear at the same temperature and coexist down to 2 K. This behavior
is not fully understood at the moment but could come from a slightly easy-plane anisotropic behavior
of the Gd>* ions.
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We also studied the inelastic spectra by TOF INS experiments of all these compounds. These
measurements allowed to observe the CEF level transitions and thus in principle to determine the CEF
parameters and accurate magnetocrystalline anisotropy.

We have carried out such analysis for three of the RyIrpO7 compounds (Tb, Er, Gd)IrpOy. In all
cases, an additional magnetic level slightly dispersing is observed at low temperature and low energy.
It has been interpreted as resulting from the Ir molecular field which splits the CEF ground state of
the R3* ions. Besides the dispersion of this signal could be the indirect signature of the Ir collective
excitations or of the R-R interactions.

The study of these compounds revealed a systematic behavior depending on the rare-earth mag-
netocrystalline anisotropy but is far from being complete as some of the temperature behaviors remain
unexplained at the moment.

Low temperature neutron scattering measurements have not yet been performed for YbyIr,O7,
but are planned and could reveal short range correlations similarly to ErpIr,O7 or show evidence of
ferromagnetic correlations such as Yb,Ti;O; [GER™04].

Concerning GdyIr;O7, neutron powder diffraction using a dilution fridge are planned in order
to see if both the long range order and short range correlations phases remain down to very low
temperature or if one disappears in favor of the other.

Finally, the Monte Carlo calculations need to be continued and will give great insights for under-
standing the remarkable behavior of EryIr,Oy and Gd,Ir; Oy.

New magnetization measurements have also been performed on Dy;,IrpOy; and HoyIrpOy using
a dilution fridge to probe the low temperature magnetic properties. These two compounds seem to
exhibit slow spin dynamics at low temperature evidenced by the presence of a peak in the AC magnetic
susceptibility. Moreover, the low temperature magnetization curves present a step before the saturation
plateau. The dynamics and the step are usual signatures of a spin-ice phase which is observed in the
Ho and Dy titanates due to effective ferromagnetic R-R interactions. These are very preliminary results,
which still need to be analyzed in order to obtain a consistent interpretation.
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General conclusion

In this thesis, I have focused on two families of 5d transition metal oxides which both present two
different magnetic elements and crystalline structures that are prone to magnetic frustration, leading
to a wealth of novel behaviors.

In the chain compounds of formula Sr3NiMOg (with M = Pt, Ir), we have first studied the magnetic
behavior of Sr3NiPtOg, in order to isolate the magnetic behavior of the Ni ion, in particular its large
anisotropy. This study has then allowed to better understand the physics of Sr3NilrOg, where the non
magnetic Pt ions are replaced by the magnetic Ir ions.

In the pyrochlore iridates, RpIr,O7 with R a rare-earth element, several compounds of the family
have been studied including rare-earths displaying different magnetocrystalline anisotropy: easy axis,
easy plane or isotropic. This allowed to get a quantitative understanding of the magnetic behavior of
the rare-earth sublattice depending on its anisotropy but also, importantly, of the Ir magnetic proper-
ties and its coupling with the rare-earth.

Concerning the chain compounds, we first studied SrzNiPtOs. The physics of this system is by
itself of interest. It is found to stabilize the so-called large-D phase, associated with the large easy-
plane anisotropy of the Ni ions. This phase was unambiguously confirmed using polarized neutron
scattering experiment, which demonstrated the non magnetic nature of the ground state.

Substituting the non magnetic Pt ions by magnetic Ir ions changes drastically the observed mag-
netic behavior. In Sr3NilrOg, the Ni easy plane anisotropy is overcome, around 200 K, by the highly
anisotropic Ni-Ir intrachain exchange interactions. This has been shown by the analysis of the spin-
waves and is attributed to the spin-orbit entangled state of the Ir** ion due to its strong spin-orbit
coupling. These interactions lead to a magnetic order where the magnetic moments are confined along
the chain direction. A change of the magnetic structure is observed at 17 K, possibly from a partially
disordered antiferromagnetic structure to an amplitude modulated antiferromagnetic structure. This
transition goes along with the appearance of a weak ferromagnetic component in the chain direction
leading to a huge coercive field and a mysterious loss of the in-plane correlations of the magnetic
arrangement.

Our results open interesting perspectives. For instance, comparing our magnetic Hamiltonian to
the one of a recent numerical study of a mixed-spin XXZ chain with single-ion anisotropy, it is found
that, in the parameter space of exchange and single-ion anisotropies, Sr3NilrOg lies close to the bound-
ary separating the observed ordered Ising ferrimagnetic phase from a disordered XY phase (see Fig. 1)
[L. Qiang et al., Int ]. Mod. Phys. B 29, 150070 (2015)]. The transition between these two phases could
be achieved in Sr3NilrOg by applying uniaxial pressure along the chain direction in order to change
the strength of the trigonal distortion. Although experimentally demanding, this might thus allow us
to probe unexplored regions of XXZ-mixed spin chains phase diagram and quantum phase transitions.

Among the pyrochlore compounds R;Ir,O7, we have been studying those with the rare-earth el-
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Figure 1 — Schematic phase diagram of the spin-1/2 - spin 1 mixed-spin XXZ chain with single-ion
anisotropy D and exchange anisotropy A = J=/]... The red dot shows the position of Sr3NilrOg in the
phase diagram. Adapted from [L. Qiang et al., Int ]. Mod. Phys. B 29, 150070 (2015)].

ements R = Y, Gd, Tb, Dy, Ho, Er and Yb. These rare-earths present various magnetocrystalline
anisotropy which allows to perform a comparative study in this family.

Using neutron scattering experiments, only the rare-earth magnetism can be probed, because the
Ir ions display weak magnetic moments. Nevertheless, probing the rare-earth behavior has proven
to provide great insights on the Ir magnetism. One of our main result is that, in all the studied
compounds, the rare-earth magnetism is always compatible with an all-in/all-out (AIAO) magnetic
order for the Ir sublattice. This order is the only one consistent with the exotic electronic phases, such
as Weyl semi-metal, suspected to exist in the pyrochlore iridates as a consequence of the strong SOC
of the Ir ions.

The all-in/all-out order occurs at relatively high temperature concomitantly with the SOC induced
metal-insulator transition. It creates a molecular field acting on the rare-earth pyrochlore sublattice,
parallel to the local (111) direction at the rare-earth sites. This is of utmost importance as it allows
to probe the magnetic properties of the rare-earth sublattice when it is submitted to a well defined
local molecular field. Rare-earths presenting an anisotropy with an easy axis parallel to this direction
are polarized in an AIAO magnetic configuration as the Ir molecular field direction is consistent with
the anisotropy. On the contrary, for rare-earths with an easy plane anisotropy perpendicular to the
(111) direction, the molecular field competes against it and prevents any magnetic ordering of the
rare-earth sublattice. As a transverse field to the local magnetic moment, it might in particular amplify
the quantum fluctuations.

Among all compounds of the series, the must unexpected behavior was observed in GdyIr,Oy.
Assuming that the Gd ions are isotropic, an induced AIAO arrangement of the Gd magnetic moment
was indeed expected. As a matter of fact, not only magnetic Bragg peaks associated with an AIAO
long range order but also short range correlations were observed simultaneously that recall the diffuse
scattering observed for Er;IrpOy. These short range correlations could then be associated to some weak
easy plane anisotropy of the Gd ions, which is indeed found from our crystalline electric field analysis,
although it differs from that of ErpIr,O7 by several orders of magnitude. The understanding of this
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strange behavior is open.

More insights to the Ir magnetism has been given by the analysis of the inelastic neutron scattering
experiments which has to be completed to all the investigated rare-earths. The modulation of the low
energy levels observed at low temperature are signatures of the R-R and/or R-Ir interactions. In the
second case, this will give indirect information on the Ir spin dynamics.

Moreover, we have started to study the very low temperature magnetic properties of these com-
pounds, when the rare-earth—rare-earth interactions become relevant and can compete with the Ir
molecular field to possibly reveal new magnetic behaviors. For example, in Ho,Ir,O7, the Ho sublat-
tice is first induced in an AIAO antiferromagnetic arrangement. However, in the stannate and titanate
Ho pyrochlores, the Ho-Ho effective interactions are ferromagnetic, so similar interactions could also
be at play in HopIr,O7 and compete with the AIAO field-induced order. As a matter of fact, recent low
temperature DC and AC magnetization measurements performed on Ho,Ir,O7 show interesting spin
dynamics that could be reminiscent of a low temperature reentrant spin ice physics (see Fig. 2, coll V.
Cathleen and E. Lhotel).

This is clearly a strong incentive to systematically investigate the very low temperature phases of
all the members of the series recalling that we have with these compounds the unique opportunity to
investigate geometric frustration under a multi axial molecular field.

8

pam (emu/mol)
EES (o))

\o}

Figure 2 — Temperature dependence of the in-phase (x’ - top) and out-of-phase (x” - bottom) magneti-
zation measured at different frequencies for HoxIr,Oy.
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Appendix A

Hexagonal and rhombohedral settings of
trigonal space groups.

All trigonal crystals with rhombohedral lattices can be represented as an equivalent hexagonal system;
there is a choice of using a hexagonal or a rhombohedral setting.

The hexagonal setting is in fact a supercell with 3 irreducible rhombohedral units.

e

Figure A.1 - Trigonal lattice sketch with the hexagonal (left) and rhombohedral (right) representation.

The rhombohedral lattice vectors are expressed in the hexagonal ones by:

ag+bg+cy
R 3
l 2ap+by+cy
R == 3
—ag—2bg+cy
R 3

And the hexagonal vectors are expressed in the rhombohedral ones using:

ag = —ag + by
by = arcr

cg =agr +br +cr
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152 Appendix A. Hexagonal and rhombohedral settings of trigonal space groups.

If the hexagonal unit cell is given by (in Cartesian coordinates):

a 1 a 1 0
aH_2<_5/§>’bH_2(\§> sen=c(y).

with a and ¢ being the corresponding hexagonal lattice constants, we obtain the Rhombohedral unit
cell in Cartesian coordinates:

1 0 1 a3/2 1/ —a3/2
aRzg axc/§ /szg —az/g/z &CRzg —a\C/§/2 ’
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Appendix B. Fits of the Q scans from the REXS experiment
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Fits of the Q scans from the RIXS
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Appendix D

Possibility to observe single magnons in
Sr3NilrOg by RIXS

We checked that single magnon excitations in SrzNilrOg can effectively be detected by RIXS. The RIXS
scattering intensity is given by the Kramers-Heisenberg formula [T. Aberg and B. Crasemann in X-ray
Anomalous (Resonance) Scattering: Theory and Experiment, edited by FK. Fisher G. Materlik and C. Sparks
(Elsevier, Amsterdam, 1994)] and is proportional to the matrix elements of the polarization dependent
dipole operator C. = €7 as:

Ino—ner o [(5d|Cer[3p3) (3p3 |Ce|5d;)|?, (D.1)

where 5d; and 5df stand for the initial and final d states and SP% for the intermediate states. Using
the dipole matrix reported in [F. M. F. de Groot, P. Kuiper, and G. A. Sawatzky, Phys. Rev. B 57,
14584 (1998).], we can compute the matrix elements displayed in Eq. D.1 for the different possible
intermediate 3p; states. They are gathered in Table I for initial and final d states in the ground level
with respect to d-d excitations, i.e. |0,1) and |0, ) states defined as:

iclayg, 1)+ileg", L) +leg )

0,1) = 242 )
, (D.2
o C\ﬂlgr¢>—|€§+/T> _ileéirlm

the parameter ¢ depending on the the ratio between the amplitude of the trigonal distortion and the
spin-orbit coupling 4/A. All of them are not null thereby implying that single magnons with spin de-
viations in the ground level do contribute to the scattering.

\ 3£3) 13, %3)
N i iv/2(2+5c+2c2
-

Table D.1 — Computed (0,1 ({)|Ce ]3p%><3p% |Ce|0, 4 (1)) quantities for the different 3p; states.
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Appendix E

Symmetry analysis of the Ni-Ir
interactions.

All the bilinear contribution to the exchange interactions between a pair of moments can be deduced
from the appropriate symmetry analysis. In Sr3NilrOg, each Nickel-Iridium pair is along a three-fold
axis (see Fig. E.1), thus the point group symmetry at the center of the pair is 3.

A

Figure E.1 — Sketch of two neigh-
% boring nickel and iridium ions with
the symmetry elements.

The 3-fold axis does not change the positions but acts on the spins orientations in the following

Sy —1s,—3s,
S
( s ) T seds
z S,
Thus the 3-fold axis imposes the following conditions for :

Jx ]xy Jxz
— symmetric exchange tensor | = <]xy Jyy ]yz), Jex = Jyy and Jxy = Jyz = Jxz =0
Jxz ]yz Jzz

way:

o Dy
— antisymmetric exchange D = (Dy > , Dy = Dy =0

z
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162 Appendix E. Symmetry analysis of the Ni-Ir interactions.

The interaction tensor in the local basis ((X, §, 2), attached to the Ni-Ir pair, see Fig. E.1) then writes:

Jex Dz 0
]lOC - (_(1)32 ]xx 0 ) (El)

0 Jzz
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Appendix F

Conversion between Wybourne and
Stevens CEF parameters

The CEF Hamiltonian for the f electrons in the D3; (3m) point group symmetry of the 16d site that the
R3 ions occupy in the RolrpOy crystal writes

Hegr = BYC)+BICy+B; (C—C%)+

+ B C)+ B} (C2—C.%) +BS (CS+C.%) (F1)

when the quantisation axis is chosen along the local 3-fold axis. The CZ stand for Wybourne operators,
that in a spatial rotation, transform like the spherical harmonics YZ. The BZ are real parameters to
be determined from the experimental data. If only the ground multiplet |f"aLSJM) (M = —],—] +
1,---,]) of the selected R3* ion is considered, and only in that case, then the CEF Hamiltonian is often
formulated in the literature using the Stevens operators OZ [Ste52, Hut64]. It then writes:

Hepr = A 09 + A O + A2 03 + A2 00 + A2 OF + AL 08 (F2)
. _ 1 _ 1 _ 35 p3 0 _ 1 po 3 _ 105 p3 6 231 p6
with Ag = quBg, Ag = ﬁ]ng, Ai = 5I§B , Ag = V11¢Bg, Ag = 7]\/87B6 and Ag = 7]\/16736' The

Stevens coefficients a;, B and -y} depend only on the ground multiplet | f"aLSJM) of the selected R>*
ion and have been tabulated [Hut64]. The required Stevens operators can be computed as

03=3]-X (X=JJ+1)D
0J = 35J% — (30X — 251)J2 4 3X% — 6X
0} = 0-0% + 1)+ 02 + 1))
00 = 2318 — (315X — 7351)J% 4 (105X? — 525X + 2941)J2+
+(—5X3 + 40X? — 60X)

0} = J[{111% — BX+59D)J.} (0% +12) + (0% +12){11)2 — (3X +591)J..}]

N

1
0f = 0% +J°]
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164 Appendix E. Conversion between Wybourne and Stevens CEF parameters

where (—J+/ \/E, | ﬁ) are the spherical components of the angular momentum T vector and I
the unit operator, i.e. the (2] + 1) —dimensional unit matrix.
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Appendix G

Details for the CEF analysis for Gd,Ir, O

The effects of CEF in Gd,Ir;O; might be ignored since the 4f electronic shell of Gd3* ion is half-filled,
but this would be legitimate only in the Russel-Saunders approximation according to which the 4f
electrons in Gd** are in the purely spin ground octet 8S;/, (S = 7/2,L = 0,] = 7/2). As a matter of fact,
a small admixture exists with multiplets of non zero orbital moments |6P7/2> (S=7/2,L=1,] =7/2),
|6D7/2) (§ =5/2,L =2,] =7/2), ---. Due to the hierarchy of the interactions, the in-shell electron-
electron correlations being larger than the spin-orbit coupling, themselves larger than the CEF, the
mixing is fairly independent of the host crystals and the states rather write:

[¥) =5 [3S7,) + p |°Prpn) +d [*Dapy) + - - - (G.1)

with s = 0.9866, p = 0.162, d = —0.0123, - - - [Wyb66].

The matrix element ), BZ (YM \CZ|‘I’M’> of the CEF Hamiltonian Hcgr = Yy BZCZ between the
states [¥M) can be computed from those of the Wybourne operators, CZ, on the multiplet states
| f"aSLJM), which are given by [Wyb65] :

n n,/ 11 aq! — ] k ],
(fraSLIMIC]|f"o'SL']'M') = (=1)/ M( Mg M ) x

(= )SHLHT+ [(2]+1)(2]’+1>]1/2{ L]’ ]L/ IS{ }X

3 k 3 n n ./ !/
(-7)(0 - ) x (f (xSL||U(k)Hf(xSL> (G.2)

where (:::) and {:::} stand for 3j-symbols and 6j-symbols and the reduced matrix elements of the so-
called unit tensor operators UK) have been tabulated by Nielson and Koster [Nie63].

If the states |¥) are composed only of the states [8S;/,), |°P;/,) and |°D;/,) then the only involved
non zero reduced matrix element are (°P |[U®)|| D) = /3/12 = —(°D ||[U?)|| ¢P). It follows that:

45

q q A N
Y- BI(¥MIC[¥M') = — =

kg

pdBy(M|C3|M'),

which means that only the quadrupolar component of the expansion of the CEF potential over the
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166 Appendix G. Details for the CEF analysis for Gd,Ir,O7

spherical harmonics will induce a spliting of the ground octet and that this effect can be accounted
for by means of a Wybourne operator CJ = 3J2 — J(J + 1)I operating on the spin octet 8S;/, with an

effective CEF parameter given by — 3\1€ pdBY, namely

Hepr = i‘g dBICY ~ 0.56 x 10~ *BYC)
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Résumé :

ette thése porte sur I'étude d’oxydes d’iridium dont le fort couplage spin-orbite est susceptible
de générer de nouvelles phases électroniques et magnétiques. Deux familles de composés ont été
considérées : SrgNiM’Og, a chaines de spins mixtes arrangées sur réseau triangulaire, et RolroO7,
& réseaux pyrochlores interpénétrés de spins. Ils ont été synthétisés sous forme polycristalline et
pour certains sous forme monocristalline puis étudiés macroscopiquement par mesure d’aimanta-
tion. Ils ont ensuite été sondés microscopiquement par diffusion de neutrons et de rayons X. Nos
mesures montrent que dans les composés & chaines de spins SrzNiPtOg et Sr3NilrOg, les ions Ni+
présentent une trés forte anisotropie magnétocristalline planaire perpendiculaire a4 ’axe des chaines.
Nous démontrons que ceci stabilise dans SrgNiPtOg une phase non magnétique dite "large-D". Cette
anisotropie se manifeste dans Sr3NilrOg & haute température. Ce composé s’ordonne cependant &
basse température dans une structure magnétique avec les moments alignés le long de ’axe des
chaines. Nous expliquons ce changement d’anisotropie comme étant di a la présence des ions Ir?*
dont le couplage spin-orbite produit une forte anisotropie des interactions Ni-Ir qui confinent les
moments magnétiques le long des chaines. Concernant les pyrochlores iridates RalraO7, les mesures
d’aimantation et de diffraction de neutron sont cohérents avec un ordre "all-in/all-out" des moments
magnétiques des ions Ir*t, révélé indirectement via le comportement du sous-réseau des terres rares
R. Cet ordre est le seul compatible avec la phase semi-métal de Weyl prédite comme résultant du
fort couplage spin-orbite. Le comportement du sous-réseau de terre rare R dépend de I'anisotropie
magnétocrystalline des ions R3T. Les ions & anisotropie uniaxiale locale sont polarisés par le champ
moléculaire produit par I'ordre de l'iridium dont la direction coincide avec ’axe d’anisotropie. Les
ions a anisotropie locale planaire perpendiculaire & cette direction ne présentent pas d’ordre ma-
gnétique induit par celui de l'iridium. A plus basse température, les interactions entre terres rares
générent des comportements magnétiques plus complexes.

Summary :

his thesis focuses on the study of iridium oxides, in particular on the consequences of the
T strong spin-orbit coupling of the iridium. Two families of compounds have been investigated :
Sr3NiM’Og, with mixed spin chains arranged on a triangular lattice, and RolroO7 with interpene-
trated pyrochlores networks of spins. Polycrystalline samples have been synthesized and in some
instances single crystals were successfully grown. They were investigated macroscopically by ma-
gnetization measurements and probed microscopically by neutron and synchrotron X-ray scattering
experiments. Our measurements showed that in the spin chain compounds SrgNiPtOg and SrgNilrOg,
the Ni?T ions show a strong easy plane magnetocrystalline anisotropy, perpendicular to the chain
axis. This stabilizes in SrgNiPtOg the so-called "large-D" non-magnetic phase. The planar anisotropy
comes out in SrgNilrOg at high temperature. The compound however orders at low temperature in a
magnetic configuration with all the magnetic moments confined along the chain axis. We explain this
change of anisotropy as due to the Ir** ions whose spin-orbit coupling produces a strong anisotropy
of the intra-chain Ni-Ir magnetic interactions overwhelming the single-ion Ni?* anisotropy. Concer-
ning the pyrochlore iridates RolroO7, magnetization measurements and neutron powder diffraction
experiments are consistent with an "all-in/all-out" magnetic ordering of the Ir magnetic moments,
revealed indirectly through the magnetic behavior of the rare-earth sublattice. This ordering is the
only one consistent with a Weyl semi-metal phase predicted to arise from the spin-orbit coupling.
The magnetic behavior of the rare-earth sublattice depends on the rare earth magnetocrystalline
anisotropy. The ions with local uniaxial anisotropy are polarized by the Ir molecular field, whose
direction coincides with the anisotropy axis. The ions with local planar anisotropy perpendicular to
this direction show no iridium induced long-range magnetic ordering. At lower temperature, rare-
earth interactions generate more complex magnetic behaviors.
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