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Abstract

Various experiments on YbyTisO7; have shown evidence of strange magnetic behaviour
at low temperatures. Specific heat measurements on powder samples of YbyTisO; show
evidence of a sharp peak, indicating the occurence of a first order phase transition. Mean-
while, neutron scattering, Mossbauer absorption, and SR measurements find no evidence
of long range order below the temperature of this phase transition, leaving the nature of the
low temperature phase a mystery. Quantifying the magnetic interactions in this material
should allow us to better understand the low temperature behaviour of this material. In
this study, we fit a symmetry allowed nearest-neighbour bilinear exchange model to quasi-
elastic neutron scattering data collected well above the temperature of the experimentally
observed phase transition. This neutron scattering data shows evidence of rods of scat-
tering intensity along the (111) crystallographic directions. Neutron scattering probes the
correlations between magnetic moments in a material, so fitting an interaction model to
the neutron scattering is equivalent to fitting the interactions to the magnetic correlations.
These correlations are driven by the interactions between the magnetic moments, so the
neutron scattering should give us direct access to the form of these interactions. Using this
method we successfully identify an anisotropic nearest-neighbour bilinear exchange model
that reproduces the experimentally observed quasi-elastic neutron scattering. With this
model we then proceed to compute real space correlation functions, finding that the rods of
neutron scattering arise from the presence of strong correlations along nearest-neighbour
chains. We also compute the bulk susceptibility and local susceptibility, obtaining very
good fits to experiment with no variation of the model determined from the neutron scat-
tering. The success of these calculations provides a further independent confirmation of
the success of our interaction model in describing the magnetic interactions in YbyTi,O5.
Finally, we present a brief summary of ongoing work based on our anisotropic exchange
model, including mean field calculations to determine the low temperature ground state of
this model and classical Monte Carlo simulations to study the phase transition present in
this model. We also discuss potential further studies of this and other models.
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Chapter 1

Introduction - An Experimental
Overview of YbyTirOr

Magnetic materials currently attract a great deal of interest in the field of condensed
matter theory as they provide an excellent sand box in which to explore the physics of
many bodied systems. Such many bodied systems display a wide variety of behaviours
that would not be seen if the constituent elements of the system were studied in isolation.
The most widely known collective magnetic phenomenon is simple ferromagnetism, where
the quantum mechanical magnetic moments of the ions in a material align to produce a
net magnetic moment. In the last decade considerable interest has been centred on one
particular group of magnetic materials, those which display frustration of the interactions
between the magnetic moments in the system. Frustrated materials are of great interest
due to the new and exotic states of matter they exhibit. These exotic states, such as the
spin ice state which is currently attracting a great deal of attention [I], 2, 3], are made
possible by the presence of frustration.

1.1 Frustration

Frustration is defined as the inability of a system of interacting elements to simultaneously
energetically minimize all of the interactions between the elements of the system. In
magnetic systems, frustration can have two sources. The first is competition between
different interactions present in the system and the second is the geometry of the system.
In this work we will focus on the second source, so called geometric frustration.



Geometric frustration arises in magnetic systems with fixed element geometries, such
as crystal lattices, where the geometry of the system prevents the simultaneous energetic
minimization of all of the interactions. This can lead to the presence of a highly degenerate
ground state manifold and the existence of strange magnetic phases. The classic example
of geometric frustration is the case of the global Ising antiferromagnet on a triangle. The
Hamiltonian of this system is given by

H=JY 5, (1.1)

where J is the strength of the exchange interaction between the spins in the system, with
J < 0 being ferromagnetic exchange, and J > 0 being antiferromagnetic exchange. S;
and S; are Ising spins of value £1, at crystal lattice sites 4, j, and the angle brackets in
the sum indicate that only nearest-neighbour pairs of spins are to be summed over and
double counting is to be avoided. It can be clearly seen that for a single pair of spins
1,7 = 1,2 with J > 0, the energy of the pair is minimized when S; = +1 and S = —1.
If we consider three spins 7,7 = 1,2,3 on a triangle, see Fig. 1.1, we can see frustration
at work. If we start at site 1, setting S; = +1 (an up arrow in Fig. , then proceeding
around the triangle, to satisfy the interaction between S; and Sy, we must impose that
Sy = —1 (a down arrow in Fig. [1.1)). Proceeding around the triangle, to satisfy the pairwise
interactions between S, and S3 we must impose that S3 = +1. After this we are left only
with the pairwise interactions between S3 and S;. If we then examine S3 and S;, we can
see that they are both +1, so the interaction between them is not energetically minimized.
If we were to set either S; or S3 to —1 in order to satisfy this interaction, one of the other
two pairwise interactions would not be in its minimum energy state. This means that the
system can never energetically minimize all of the pairwise interactions on the triangle,
thus it is frustrated.

In this case the frustration of the interactions leads to a ground state with six-fold
degeneracy, which can be seen by going through the process just described, starting at all
three sites on the triangle with both up and down spins. This is an example of a degenerate
manifold of ground states. If we were to extend the single triangle to a triangular lattice
(Fig. [1.2](a)), or some other lattice containing the triangular motif, such as the kagome
(Fig. |1.2(b)) or pyrochlore lattice (Fig. [1.2|(c)), the degeneracy of the ground state grows
massively.



Figure 1.1: Ising spins on a triangle with antiferromagnetic interactions described by
Eqn. (1.1). Green bonds are those where the pairwise antiferromagnetic interaction be-
tween nearest-neighbours are energetically satisfied, the red bond shows the presence of a
pairwise interaction that is not in its energetic ground state. Up arrows are equivalent to
S; = +1, down arrows are equivalent to S; = —1, where ¢t = 1, 2, 3.

Figure 1.2: The triangular lattice (a), the kagome lattice (b), and the pyrochlore lattice (c).
These are all lattices that have the capacity for geometric frustration due to the presence
of the triangular motif.



1.2 The Pyrochlore Lattice

The pyrochlore lattice is a crystal lattice that lends itself to geometrical frustration of
magnetic interactions because it is constructed of many triangular motifs assembled into a
lattice of corner sharing tetrahedra. For example, antiferromagnetic interactions between
both classical [4] and quantum [5] Heisenberg spins on the pyrochlore lattice have been
shown not to order down to the lowest temperatures.

The pyrochlore lattice is a non-Bravais lattice made up of corner sharing tetrahedra, as
shown in Fig. [[.2|c). It can be thought of as an FCC lattice with a four ion, tetrahedral
basis at each lattice site. The vectors that describe the FCC lattice sites R; are defined
in Table [I.T] along with the vectors that describe the positions of the four sublattice sites
with respect to the FCC lattice sites, r,. Using this notation, we can index any site on
the pyrochlore lattice using the vector R{ = R; + r,, and define the vector joining two

pyrochlore lattice sites as
RY=R;+r,—R;—1, (1.2)

The nearest-neighbour distance for the pyrochlore lattice is v/2r./4, where r, = 10.026 Ais
the cubic unit cell dimension for YbyTi,O7 [6].

Table 1.1: FCC lattice vectors and tetrahedral sublattice vectors for the pyrochlore lattice.
re = 10.026 A is the cubic unit cell dimension [6].

FCC Lattice Vectors | Tetrahedral Sublattice Vectors
R; = %(0,0,0) r; = %(0,0,0)
Ry = %(0,1,1) ry =2 (0,1,1)
Ry = % (1,0,1) ry =2 (1,0,1)
R4:%(1,1,0) r4:%(171,0)

The reciprocal lattice vectors G, for the FCC lattice are given in Table[1.2] This allows
us to break any reciprocal space vector Q into two components Q = q + G, where G is
a linear combination of vectors G, and q is a vector inside the first Brillouin zone of the
FCC lattice. The first Brillouin zone is a reciprocal space nearest-neighbour Wigner-Seitz
cell constructed about the origin, or any other reciprocal lattice point. The reciprocal

lattice vectors G, are constructed using the formula G,_; = %, for i, j,k =2,3,4.
i-(



Table 1.2: FCC reciprocal lattice vectors G,. Once again, r, = 10.026 A is the cubic unit
cell dimension [6].

FCC Reciprocal Lattice Vectors
G, =2 (-1,1,1)
Gy =28 (1,-1,1)

Tc

Gz =2 (1,1,-1)

Tc

1.3 Rare Earth Pyrochlores

One particular family of frustrated magnetic materials that has been the subject of a great
deal of interest is the rare earth pyrochlore oxides. These are materials with the chemical
formula Ay B;07, where A is a rare earth ion (Ho,Dy,Tb,Gd, or Yb) or yttrium (Yt), and
B is a tetravalent transition metal ion (Ti, Sn, Mo, or Mn). These materials are described
by the Fd3m space group [7], with the A ions occupying the 16¢ sites, and the B ions
occupying the 16d sites of this space group, forming interpenetrating pyrochlore lattices as
seen in Fig. [1.3]

Figure 1.3: The interpenetrating pyrochlore lattices of the A ions (blue) and B ions (red)
of an Ay B,O7 material [§].



Members of the rare earth pyrochlore oxide family of materials have been found to ex-
hibit exotic phenomena at low temperature such as spin liquid behaviour in ThyTi,O7 [9],
and other exotic phenomena that arise due to material specific effects [I0]. These include
spin glass behaviour in YoMoyO; [I1], spin ice in HoyTi,07, Dy,Ti,07, Dy, TisO7,and
Ho,Sn,07 [II, [10], and long-range order (LRO) with persistent low-temperature spin dy-
namics in GdaSnyO7 and EryTi,O7 [12) 13].

1.4 Ytterbium Titanate - Yby,Ti,0O-

Ytterbium Titanate (YbyTiaO7) is another member of the rare earth pyrochlore family
of materials that displays exotic behaviour at low temperatures. In this material various
experimental measurements have found evidence of a magnetic phase transition at low
temperatures [14] 5] 16, [I7]. Interestingly, no evidence of magnetic LRO [6] has been
found below this transition. We will discuss these experiment in greater detail later in this
study, but first we must establish some of the basic properties of YbyTisO5.

In YbyTi;O7 the Yb3* ions are the only magnetic ions, and as previously discussed, they
reside on a pyrochlore lattice of corner sharing tetrahedra. The electronic configuration of
the Yb*" ions in this material is 4f1?, 2F% 5. This state has a high contribution from orbital
angular momentum, so the good quantum number is J = 7/2. The paramagnetic moment
of the Yb3* ions is then given by p = g;+/J (J + 1)up ~ 4.54up. This is consistent with
experiments which find that the effective magnetic moment of the Yb3* ions in ~ 4up at
room temperatures, decreasing to ~ 3up at liquid helium temperatures [18]. The ground
state of the crystal field (CEF) of YbyTisO7 is a Kramers doublet [14]. This doublet
structure is imposed by the fact that the Yb3* ion has an odd number of electrons in the
valence shell. The findings of various experimental studies on the CEF of YbyTisO; are
that the ground state Kramers doublet of the Yb3* ions is locally planar [19, 20], meaning
that the magnetic moments prefer to lie in planes perpendicular to the local [111] directions
(defined in Table at each corner of the tetrahedral sublattice, as shown in Fig. [1.4] If
we treat the ground state doublet as an effective spin-1/2 state, this planar nature of the
ground state doublet can be described by a g tensor, with two components g, and g, that
describe the preference of the effective spin to lie along the local z axis (g ), or in the local
x —y plane (g, ). The g tensor and other properties of the CEF experienced by these ions
are discussed in Appendix [A]



Figure 1.4: The local Ising axes (red) and easy planes (blue) of the four tetrahedral sub-
lattice sites of the pyrochlore lattice [21].

Table 1.3: Local coordinates for the four sublattice sites of the pyrochlore lattice.

Sublattice a=1 a=2 a=3 a=4
X %(_1=_172) %(1,1,2) %(1,—1,—2) %(—1,1,—2)
v 75 (1,-1,0) | 55(-1,1,0) | 5(~1,-1,0) | 5(1,1,0)
2¢ %(1,1,1) 5 (-1,-1,1) %(—1,1,—1) %(1,—1,—1)




1.5 Previous Work on Yb,Ti,O~

The first published experiments on YbyTisO; were magnetic susceptibility measurements
collected between T' = 2 K and T' = 1400 K on a powdered sample of YbyTi,O7, pub-
lished in 1968 by Townsend et al. [22]. These measurements were used to attempt a
parameterization of the CEF experienced by the Yb3" ion. This work admitted that the
parameterization produced from the analysis of these measurements should be treated
with caution. Recent (at the time) measurements on powdered samples of the material
ytterbium gallium garnet showed similar results in terms of the crystal field structure to
that of YbyTisO7 determined in this work, and the ytterbium gallium garnet results were
contradicted by spectroscopic measurements on said material [22].

The next published measurements of interest to this work were specific heat measure-
ments performed by Blgte et al. in 1969 [16], these measurements are shown in Fig. [L.5(a).
The most interesting feature of these measurements is the peak in the specific heat at
T ~ 214 mK [16], indicating the presence of a first order phase transition. In addition to
specific heat (C,) measurements, Ref. [16] also contains measurements of the bulk suscep-
tibility x as shown in Fig. [L.5(b). From these measurements the Curie-Weiss temperature
Ocw is determined to be Ocw = 0.4 £ 0.1 K. Ocw is defined as the temperature axis inter-
cept of a linear fit to the inverse susceptibility and is an indication of strength and type of
magnetic interactions in a material. A positive fcw indicates that the magnetic interac-
tions in a material are mainly ferromagnetic. From C,,, values of the magnetic energy gain
|AE/R|, and the Heisenberg exchange energy |J/k| were computed, obtaining values of
|AE/R| = 1.8 K and |J/k| = 1.3 £ 0.1 K. It is noted that these are much larger than the
transition temperature. J/k can also be computed from the susceptibility data, yielding
J/k = 0.13 K. The fact that this is so different from the value extracted from C, is taken
as evidence that the exchange interaction in this material may be highly anisotropic. A
constraint on the g tensor is also provided, gﬁ +2¢% = 17 [16]. The contradictions between
the observed temperature of the phase transition and estimated values of the exchange
energy and magnetic energy provide the first hint that something interesting may be going
on in this material beyond a simple first order phase transition to a state with long-range
order (LRO), and serve as the starting point for this work.

After these measurements, "YYb Mdssbauer absorption measurements were performed
by Dunlap et al. in 1978 [23], in an effort to better understand the CEF experienced by
the Yb3* ions in YbyTisO;. The analysis of these measurements concluded that the CEF
states of the Yb3* ion consist of two low energy doublets, separated by a gap of AE ~ 20
K, with higher energy states lying at AE ~ 130 K, and AE ~ 750 K [23]. This analysis
used four parameters to describe the the CEF experienced by the Yb*" ions, B BY B,

8
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Figure 1.5: Figures reproduced from Ref. [16]. (a) is a plot of the specific heat (C'/R), and
(b) is a plot of the inverse susceptibility (1/x) of YboTisO7 in arbitrary units. The dashed
line in (a) on the right side below 0.2 K represents the hyperfine splitting contribution to C,
and the remaining heat capacity after the removal of the hyperfine splitting contribution.
On the left side of the graph the dashed line represents an extrapolation of the behaviour,
as does the dash-dotted line. The two extrapolations correspond to different values of
the entropy, with integration along the dashed line yielding S = 0.671R, and integration
along the dash-dotted line yielding S = RIn2. The solid line in (b) represents the high
temperature fit between T'= 2 K and T' = 3.5 K, used to determine cw = 0.4 + 0.1 K.

and B, which are used to define a linear combination of Stevens-operator equivalents [24]
to describe the crystal field [23]. The work of Sengupta, published in 1999 [25], explains
that four Stevens-operator equivalents are insufficient to describe the CEF of YbyTi,O7,
given the D3y symmetry of the oxygen ions surrounding the Yb** ion [25]. Ref. [25] goes
on to explain that a CEF parameterization based on six Stevens-operator equivalents is
required, and attempts to extract the coefficients of these terms, A3, A9, A3, A2, A3, and
A8 from the magnetic susceptibility data of Ref. [22], and the Mdssbauer absorption data
of Ref. [23]. The conclusions of these works with respect to the form of the CEF in YbyTi,-
O7 have subsequently been shown to be incorrect by more recent work [19, 20} 26], which
will be discussed later.

The next work on YboTiyOy7, is that of Siddharthan et al., also published in 1999 [27],



who performed magnetic susceptibility and specific heat measurements on Yb,Ti,O; and
other rare earth pyrochlores. They then used Monte Carlo simulations based on an Ising
model with super-exchange and long-range magnetic dipolar interactions to attempt to
explain the observed behaviours of the specific heat of YbyTisO7. This was done despite
citing evidence from CEF calculations [28] that the ground state doublet of the Yb** CEF
should be local XY planar in nature, not local Ising-like [27]. For the case of YbyTis-
O7, they assume only long-range dipolar interactions are at play, and obtain reasonable
agreement with experiment on the position of the peak in the specific heat [27]. Their final
comment on YbyTisO7 is that further calculations are in progress, but if they were ever
published, we have not been able to locate them.

After the work by Siddharthan [27], Bramwell et al. [18] published in 2000 measure-
ments of the magnetic susceptibility and bulk magnetization, M, of several rare earth
pyrochlores including YbyTisO7. From these measurements, they computed various quan-
tities, including the free ion moment at various temperatures, and fcw = 0.7 K. An attempt
was made to fit the observed field dependence of the magnetization at various temperatures
to a model of an effective spin-1/2 doublet with an effective g value (the diagonal elements
of the g tensor are assumed to be identical). Performing this fit is shown to result in a
different value of g at each temperature, with an optimal value over all the temperatures
of g = 7.2 [18]. This variation of g with temperature is taken to indicate a failure in the
model and as an indication that g; may be significantly different from g in this material.

The next set of publications on YbyTisO7 were research by Hodges et al., Refs. [14], 15,
20]. These works present a very comprehensive set of measurements on YbyTiyO7, includ-

ing 1"Yb mossbauer absorption, magnetic susceptibility, magnetization, '"2Yb perturbed
angular correlation (PAC), and neutron scattering measurements.

The first work, Ref. [20] published in 2001, presents '™°Yb Méssbauer absorption, 172Yb
perturbed angular correlation (PAC) measurements, magnetic susceptibility, and specific
heat measurements performed on polycrystalline samples of (Y.99Ybg1)Ti2aO7 and Ybo-
TisO7 in an effort to quantify the CEF structure and magnetic interaction strength in
YbyTiyO7. The first measurements presented in this work are ™Yb Mossbauer absorp-
tion measurements on (Y.99Ybg1)Ti2O7, which are used to determine the g tensor for
isolated Yb*" moments, finding g = 1.79, g, = 4.27. The next experiments presented
are bulk DC susceptibility and magnetization measurements in YbyTisO;. The suscep-
tibility was measured from 7' = 2.5 K to T" = 10 K, finding fcw = 0.75 K, indicating
that the interactions between the Yb3" moments are ferromagnetic in nature. Fits to the
magnetization at several temperatures, using the previously determined planar g tensor,
show that adding ferromagnetic interactions between the Yb3* moments fits the data quite
well. This provides further evidence for net ferromagnetic interactions in this material. A
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suggestion that these interactions should be anisotropic in nature is made, but introducing
this anisotropy does not improve the fit, so the authors abandon the idea. The interaction
term used to perform these fits is expressed as H — H + Ajfi, with A\ = 0.31(4) T/ug,
so that it encompasses both exchange and long-range dipolar interactions. In addition to
measurements on polycrystalline samples, magnetization measurements on a single crystal
of YbyTiyO7 are discussed, with the conclusion that they do not yield any new informa-
tion. Finally '2Yb PAC measurements are reported. These measurements are used to
quantify the thermal dependence of the quadrupole hyperfine interaction of the '™Yb nu-
cleus, which was found by the Mossbauer absorption measurements to be quite small. In
addition, the PAC measurements are fitted using six free parameters, B, B}, B3, By, BZ,
and Bg, corresponding to the inclusion of six different Stevens-operator equivalent in the
CEF parameterization, as required by the Ds; symmetry of the Yb?* ion site. Starting
from an unpublished set of CEF parameters in Ref. [29], the authors obtain a good fit to
the PAC measurements, obtaining a CEF parameterization that is discussed in detail in
Appendix @ This CEF parameterization yields g = 1.77, g, = 4.18 for the ground state
doublet, with a gap between the ground state and first excited state of AE = 620 K. The
authors conclude by stating that previously published CEF parameterizations [22, 23] 25]
are not compatible with the experimental observations presented in this work and this is
the reason we do not consider the work of Refs. [22] 23] 25] any further in this study.

The second work in this set of publications, Ref. [14] also published in 2001, presents
170¥Yh Mossbauer absorption and '™Yb PAC measurements. Mossbauer absorption spec-
troscopy data for both (Y.99Yboo1)TizO7 and YbyTisO7 is presented, with the work on
(Y0.09Ybg 01)TiaO7 being the same as that in Ref. [20]. The Mdssbauer absorption spectra
for YbyTi,O7 are new to this work, previous works reported only Mossbauer absorption
spectra for (Yo.99 Ybo.01)Ti2O7, with absorption spectra for polycrystalline samples of Ybo-
TiyO7 at various temperatures from 7" = 4.2 K down to T" = 0.036 K being reported,
as shown in Fig. [1.6] A marked change in the Mdssbauer absorption spectra is reported
at T ~ 0.3 K. Above this temperature, the spectrum is characterized by a single narrow
line, whose width increases as the temperature decreases, while below T" ~ 0.26 K a five
line hyperfine-field sub-spectrum appears, completely replacing the single line spectrum
by T' ~ 0.2 K. The broadening of the single line spectrum for 7" > 0.3 K is attributed to
fluctuations of the Yb3* moments and the fluctuation rate is extracted from the width of
these lines. The five line spectrum observed for 7" < 0.2 K is indicative of a hyperfine-
field that is static on the time scale of Mossbauer spectroscopy so the fluctuation rate
of the Yb3" moments cannot be measured below this temperature. The strength of the
hyperfine-field leading to this five line spectrum is extracted, yielding a Yb** moment size
in the low temperature phase of 1.15u5. The temperature dependence of the size of the
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moment is determined, finding that the moment goes from zero to ~ 1.15up very sharply
at T' = 0.26 K, consistent with the observed peak in the specific heat in Ref. [16]. Finally,
using the size of the ground state moment and the g tensor determined in Ref. [20] the

direction of the moment with respect to the local [111] z axis is determined via the equation
11/2
M =05 [gﬁ cos?a 4 2g, sin®a| , where o, the angle between the moment and the local

z axis, is found to be 22° + 3°.
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Figure 1.6: Figure reproduced from Ref. [I4]. The Mossbauer absorption spectra of Ybo-
Ti,O7 at various temperatures. The solid lines show the combination of single line and five
line spectra that make up the data at T'= 0.30 K.

The third work of this set, Ref. [15] published in 2002, presents the previously discussed
10Yh Mossbauer absorption, along with new neutron scattering, and muon spin resonance
(uSR) measurements, in an effort to better understand the nature of the phase transition
and low temperature phase of YbyTisO7. The neutron scattering measurements presented
were performed on a powder sample of YbyTisO7. Neutron scattering measures the corre-
lation between magnetic moments in materials, as such it is admirably suited to detecting
the presence of magnetic correlations or LRO in materials. If magnetic LRO exists in a
material, it is typically evidenced by magnetic Bragg peaks in the elastic neutron scattering
cross section, the component of the neutron scattering cross section where the energy of
the neutrons is conserved. These peaks are either superimposed on nuclear Bragg peaks,
which arise from the nuclear magnetic moments in the material, or at new positions in
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reciprocal space. The nuclear Bragg peaks are indicative of the crystalline order of the
material. Analysis of the positions of these magnetic Bragg peaks can reveal the type of
magnetic order that is present in the material. The neutron scattering measurements of
Ref. [15] reveal that the crystal structure of YbeTisO7 does not change with temperature,
and that no magnetic Bragg peaks are found to appear below 7' = 0.2 K, indicating that
no magnetic LRO is present in the low temperature phase. This means that the static
hyperfine field observed by Mdssbauer absorption in Ref. [I4] is not due to LRO, but to
slowing of the fluctuation rate of the Yb*" moments to level a below that detectable via
Mossbauer absorption. In addition to this neutron scattering data, SR measurements are
presented and used to determine the fluctuation rate of the Yb** moments below T = 0.2
K in the range where Mossbauer absorption is incapable of distinguishing the fluctuation
rate. These uSR measurements find a non-zero, temperature independent Yb3™ moment
fluctuation rate of ~ 1000 MHz, as shown in Fig.[1.7 This temperature independent fluc-
tuation rate below 7' = 0.24 K is a further indication that something very strange is going
on in the low temperature phase of YbyTiyO7. Ref. [I7] published in 2006 contains addi-
tional work on SR data in various magnetic fields at 7' ~ 0.07 K. This work was done to
determine if the persistent spin dynamics observed in Ref. [15] were due to a large density
of states at low energies. The work finds that a gaussian-broadened gaussian (GBG) model,
rather than the traditional Kubo-Toyabe model associated with an ensemble of slowly fluc-
tuating moments, fits the experimental data quite well below the temperature of the peak
in the specific heat reported in Ref. [I6]. The GBG model assumes that each muon sees
a different environment, described by a dynamic Kubo-Toyabe function, and that fields
in these environments are characterized by a gaussian distribution. The most interesting
finding of this work is that the GBG model only works if a magnetic field strength less
than that of the actual applied field is used in the model, but no interpretation of this
effect is provided.

In 2003 Bonville et al. published a review article, Ref. [30], discussing experiments on
both YbyTisO7 and GdyTisO7. This work provides an excellent summary and discussion
of the results of most of the previous work on YbyTi,O7. This review does contain some
new work, such as zero-field and field-cooled measurements of the bulk DC susceptibility,
showing irreversibilities similar to those shown in glassy materials [30], and neutron scatter-
ing measurements on a single crystal of YbyTi;O, which find no evidence of Bragg peaks
down the lowest temperatures measured (7' = 0.04 K). The neutron scattering measure-
ments include quasi-elastic neutron scattering data in the paramagnetic phase of YbyTi,O5
(T > 0.3 K). Quasi-elastic neutron scattering is neutron scattering where the difference in
energy of the of the incident and scattered neutrons is very small. This quantity is what
is detected in many elastic scattering experiments due to the finite energy resolution of
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Figure 1.7: Figure reproduced from Ref. [I5]. The fluctuation rate of the Yb** moment
determined from Mossbauer absorption, vy, and from pSR, v,. A sudden change is seen
to take place at T" ~ 0.24 K, consistent with the peak in the specific heat observed in
Ref. [16]. Below T" ~ 0.24 K, the fluctuation rate falls below the minimum value detectable
by Mossbauer absorption, indicated by the dashed line.

the detectors. The single crystal paramagnetic neutron scattering presented in this work
is the same data, but at much lower resolution, that is presented in our published work,
Ref. [31], and which forms a key part of this study. The most interesting feature of this
neutron scattering data, shown in Fig. m, is the [111] rod of scattering intensity, seen
to develop at T' = 25 K, which increases in intensity as 7" decreases, as seen in Fig. [1.11]
The rod-like feature is taken as evidence of bi-dimensional real space correlations between
Yb3T moments, an idea that will be tested in this study. Reference [32] is essentially the
same document, but with significantly less neutron scattering data being presented. This
data is discussed further in the next section.

Also in 2003, Yasui et al. published neutron scattering, magnetization, and susceptibil-
ity measurements on a single crystal of YbsTisO7 in Ref. [33]. This somewhat controversial
work claims to detect ferromagnetic order in the low temperature phase of YbhyTisO7 via
the existence of magnetic Bragg peaks in low temperature neutron scattering data. Bulk
DC susceptibility measurements presented in this work yield Ocw = 0.59 K, and the real
part of the AC susceptibility shows an anomaly at 7" = 0.24 K that, along with magnetiza-
tion measurements, is taken as evidence for a ferromagnetic phase transition at 7' = 0.24
K. The magnetization is also used to determine the strength of the inter-ionic exchange
in YbyTi;O7 in combination with the values of g and g, for the ground state doublet
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of the CEF. A value for the interaction term A is found, A = 0.64 £ 0.1 pug/T, which is
approximately double the value found in Ref. [20], and the components of the g tensor
are found to be g = 2.6 0.4 and g, = 3.9 £0.2. This is a much less anisotropic form
of the g tensor than was found in Ref. [20]. The neutron scattering measurements below
T = 0.03 K show no Bragg peaks other than nuclear Bragg peaks, but analysis of the
temperature dependence of the intensity of these peaks reveals magnetic intensity at sev-
eral of the nuclear Bragg peaks. The distribution of the magnetic intensity at the nuclear
Bragg peaks is consistent with q = 0 ferromagnetic order. It is interesting to note that
the peaks were detected after letting the sample equilibrate at T' = 0.03 K for 10h, a very
long time scale seemingly not taken into account in other experiments involving the low
temperature phase of YbyTisO7. This long time scale of the magnetic neutron scattering
intensity leads to hysteresis in the magnetic scattering intensities on cooling and warming.
Finally, typical time scales for changes of the neutron scattering intensity are reported
for two temperatures, T' = 0.03 K and T" = 1 K, where time scales of 120 min and 30
min are found respectively. This is interpreted as evidence that the motion of the Yb3+
moments slows as temperature decreases [33]. No information on how these time scales
were determined in given.

The work of Gardner et al., Ref. [6] published in 2004, presents neutron spin echo
(NSE) and polarized neutron scattering measurements designed to refute the findings of
Ref. [33]. NSE measures S (Q,t), which contains information about the temporal and
spatial correlations between magnetic moments. The presented NSE measurements reveal
that S (Q) increases with decreasing |Q|, consistent with ferromagnetic interactions, as
found in Ref. [20]. The presented NSE measurements also reveal signal relaxation times
of less than 4 ps at both 7" = 180 mK and 7' = 1 K, inconsistent with the presence of
ferromagnetic LRO in the low temperature phase. Polarization analysis of the neutron
beam is also inconsistent with ferromagnetic LRO in the low temperature phase, as no loss
of polarization is found, which would occur in the case of a polycrystalline ferromagnet.
Polarized neutron scattering does find evidence of a magnetic contribution to the Bragg
scattering at q = (1,1,1) at 7" = 90 mK, consistent with Ref. [33], but not at any other
Bragg peaks. In order to explain all of these findings, two scenarios are proposed: that the
system consists of small domains of ordered (but not ferromagnetically ordered) moments
surrounded by fluctuating moments, or that the observed magnetic contribution to the
Bragg scattering is due to nuclear ordering, and not electronic moment ordering[]

Tmportant: When taken in combination, the results of Ref. [6] and Ref. [33] present a very muddy
picture of whether there in fact exists any magnetic LRO in the low temperature phase of YboTizO7.
Ref. [33] appears to present clear evidence of ferromagnetic LRO in the low temperature phase of YboTis-
O7. Ref. [6] on the other hand reports quite clear evidence, in the form of neutron spin echo (NSE) and
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In 2004, Malkin et al. published an article on YbyTisO7 reporting the use of optical
spectroscopy to determine the CEF energy levels of YbyoTi,07, Ref. [26]. This study was
inspired by marked differences between the CEF structure of YbyTi,O7 found in Ref. [20],
and the structure that would be expected based on those of other rare earth pyrochlore
materials. These differences cannot be explained on the basis of the effect of changes in
lattice parameters between compounds on the positions of the other ions in the material
surrounding the rare earth ions. IR absorption spectroscopy was performed on YbyTisO5
and IR fluorescence spectroscopy was performed on Y3TipO7(1% Yb). Beginning from a
CEF parameterization of Ho,TiyO7, a set of CEF parameters, BY, B}, B3, BY, B2 and
Bg, that respect the D3; symmetry of the Yb3* site are refined to fit the fluorescence spec-
troscopy data. The ground state doublet of the refined CEF parameterization is described
by g = 1.836 and g, = 4.282, similar to the g tensor parameters found in Ref. [20], but the
parameters By, BY, B3 B, Bi and Bf are quite different from those found in Ref. [20].
The differences between the CEF parameterization of this work and that of Ref. [20] pro-
vide the impetus for the second CEF parameterization of YbyTisO7 used in this study.
This second CEF parameterization, discussed in Appendix [A] is refined from "°Yb PAC
measurements and the CEF parameterization of HoyTi;O7 in Ref. [34].

The next set of publications on YbyTi,O7 are a pair of publications on local susceptibil-
ity (x,) measurements by Cao et al., Refs. [19, [34]. y, is defined as the coupling between
a single magnetic moment at a sublattice site a and the external field H, by the equation
M, = X, H, where a = 1,2,3,4 is the tetrahedral sublattice label. It is extracted from
polarized neutron scattering measurements via the method of Ref. [35], and is explained

further in Chapter [6.1]

The first work of Cao et al., Ref. [19] published in 2009, reports x, measurements
on several rare earth pyrochlore oxide materials including YbsTisO7. The reported mea-
surements of y, for YbyTiyO7 are shown in Fig. [I.§ This work presents a new CEF
parameterization for YbyTisO7 that respects the Ds; symmetry of the Yb?* lattice site.
This parameterization is similar to that of Ref. [20], and is determined in a similar manner,
starting from a CEF parameterization of HosTiyO7 and adjusting the CEF parameters for
that material to fit PAC measurements reported in Ref. [20]. The details of this CEF pa-
rameterization are discussed in detail in Appendix[A] The ground state doublet of this CEF
parametrization is described by a g tensor that is planar in nature, as found in other CEF

beam polarization measurements, that no ferromagnetic LRO is present in the low temperature phase of
YbyTizO7. While Ref. [6] does not appear to collect data on the same time scales as Ref. [33], and does
find some evidence of magnetic ordering of an unknown type, we consider the NSE and beam polarization
results of Ref. [6] to be a sufficient contradiction of the results of Ref. [33] to conclude that no clear
experimental evidence of magnetic LRO in the low temperature of YbsTisO7 has been found.

16



parameterizations [20], with g = 2.24 and g = 3.98. If this CEF parameterization is used
to compute the local susceptibility via mean field theory, it can be seen in Fig. that the
fit fails at low temperatures. The authors attempt to eliminate this disagreement between
experiment by adding a term to the magnetic field, similar to the method of Refs. [20] B3],

but incorporating anisotropic exchange, to yield H{T = H+ )\ -m;, where H is the applied

magnetic field, m; is the magnetic moment at lattice site ¢, and A\ is a 3 x 3 tensor which
descr1bes the exchange field at that lattice site. In the local sublattice coordinate system,
)\ has two components A and A, . It is found that Ay = 2.5 T/ug and A} = —0.05 T/ug
yields a good fit to the experimental data, as seen in Fig. This is claimed by the
authors to be the first concrete evidence of anisotropic exchange interactions in YbsTisO5.
However, it is important to note that this model of the interactions does not properly take
into account the tetrahedral sublattice structure of the pyrochlore lattice. This sublattice
structure is very important to the physics of this material, due to the different CEF easy
planes at each corner of the tetrahedral sublattice, so any model that does not include this
structure does not correctly describe YbyTi507.

0.1

X (ug/T)

0.01

Figure 1.8: Figure reproduced from Ref. [19]. The measured values of the two independent
components of x, for Yb,Ti,07, x| and x (symbols), along with fits to x, and x| based
on models including only the CEF parameterization presented in Ref. [I9] (dashed lines),
and a form of anisotropic exchange presented in Ref. [I9] (solid lines). The insets are
magnetization ellipsoids, whose shape is determined by the form of x,, at 5 K (bottom)
and 250 K (top). The arrows represent the field induced moment directions.

The second work of Cao et al., Ref. [34] also published in 2009, concentrates on YbyTis-
O7, and reports the y, measurements of Ref. [19] along with measurements of the DC bulk
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susceptibility of powder samples of YbyTisO7. The main component of this work is the
computation of the powder susceptibility from the anisotropic exchange model proposed
in Ref. [19]. They find that this model fits the experimental data better than either
ferromagnetic or antiferromagnetic Heisenberg exchange, but they restrict themselves to
Heisenberg models of unit strength (i.e. Ay = AL = %1 T/up) making the failure of these
models somewhat artificial, as the strength of the exchange is not allowed to vary to fit the
data. Based on the fact that the local Ising term of the anisotropic exchange model they
utilize () is so much larger that the local planar term (A, ), they propose that Yb,Ti,O7
may be something called an ‘exchange spin ice’. Such a material would be one where the
interactions lead to local Ising behaviour, rather than the CEF leading to this behaviour
as occurs in canonical spin ice materials [36]. It is argued that, given the magnitude of
the magnetic moments in the low temperature phase of YbyTi,O7 found in other works
[20], the different anisotropy of the ground state g tensor found in Ref. [19] allows for
the Yb3*t moments to lie along the (111) axis at each corner of a tetrahedron, as occurs
in the spin ice materials. Finally, a discussion of the implications of this model for the
low temperature spin dynamics of YbyTisO7 is presented. It is argued that the large easy
plane terms of the g tensor will allow rapid fluctuations between spin up and spin down
local Ising states that cannot occur in conventional spin ices, perhaps explaining the low
temperature fluctuations observed in uSR experiments [I5]. As we discussed earlier, the
exchange model of this work is based on does not respect the sublattice structure of the
pyrochlore lattice, so any discussion relying on the importance of the Ising component of
the anisotropic exchange model they present should be considered suspect because it does
not account for the presence of multiple sublattices in the pyrochlore lattice.

The work of Malkin et al., Ref. [37] published in 2010, takes the local susceptibility
measurements of Ref. [I9] for several of the rare earth pyrochlore oxide materials, and
performs an improved fit to the data based on an anisotropic exchange model that does
account for the sublattice structure of the pyrochlore lattice. The form of the anisotropic
exchange used in this model is also constructed to obey the symmetry of the space group
Fd3m, which describes the pyrochlore lattice. This symmetry consideration is incomplete
though, as the authors impose an artificial symmetry on two of the four symmetry allowed
bilinear exchange terms. They also fail to include a fourth symmetry allowed interaction
all together. In order to understand this imposed symmetry, and why it is artificial, we
observe that Ref. [37] defines three different exchange couplings A, 1, A1 2, and Aj. If we
relate these to the symmetry allowed nearest-neighbour bilinear exchange interactions on
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the pyrochlore lattice defined in Appendix |C| we find that (Eqns. A.1-A.3 in Ref. [3§])

1
)\J_,l = g«ylsing + \7150 + jpda (13)
1
)\L,Q = \7iso + éjpda (14)
2
)\H = _gﬁsing + Fiso — 2t-7pd7 (15)

where Jiging, Jiso, and Jpq are the strengths of three different symmetry allowed exchange
terms defined in Appendix . Reference [37] imposes the constraint A ; = Aj 2, which
artificially breaks the symmetry of the pyrochlore lattice and reduces the number of free
coupling variables by one. For the case of YbyTiyO7, the authors state that they have
determined exchange couplings that are much larger than those reported for the other rare
earth pyrochlore oxides, but they do not report the actual values of these couplings.

Finally we come to specific heat measurements on powder and single crystal samples
of YbeTisO7 presented in the Ph.D. thesis of J. Quilliam, Ref. [39] published in 2010,
and reproduced in Fig. [[.9) The most interesting feature of this data is that instead of
the sharp peak in C, observed in both sets of powder data, the C, measurements on a
single crystal of YbyTisO; show a broad peak around 7' = 180 mK. The single crystal
used in these measurements is part of the same crystal used to perform neutron scattering
measurements by Ross et al. in Ref. [40]. These measurements find a change in the form
of the diffuse neutron scattering, from rods indicative of 2-dimension correlations, to 3-
dimension correlations, but not long-range order, at a temperature consistent with the
feature observed in the single crystal specific heat data. The powder sample specific heat
reported in this work was measured using the powdered Yb,TisO; used to produce the
single crystal, and shows a sharp peak at T' = 270 mK. This marked difference between
the powder and single crystal measurements is quite interesting, and in combination with
the variations in the temperature at which the phase transition occurs between different
samples of YbyTiyO7 [16], B3] perhaps indicates issues with the quality of YbyTisO7 powder
and single crystal samples.

1.6 Paramagnetic Neutron Scattering

We now come to the experiments of greatest interest to this study, quasi-elastic neutron
scattering measurements performed on single crystals of YbyTisO7 at temperatures above
that of the phase transition observed in the specific heat.
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Figure 1.9: Figure reproduced from Ref. [39]. Specific heat measurements performed
on powder and single crystal samples of YbyTisO7. The specific heat measurements of
Ref. [16], shown in Fig. [1.5] are also included for comparison. The figure has been modi-
fied to clarify the labels of the various measurements presented.

As briefly discussed earlier on pg.[13] neutron scattering measures correlations between
magnetic moments. More specifically, it measures the correlations between the components
of magnetic moments perpendicular to the scattering wave-vector Q. Neutron scattering
experiments are performed by placing a material sample into a beam of neutrons, either
from a nuclear reactor, or from a spallation source. These neutrons posses magnetic mo-
ments (spins), p,, that interact with the magnetic fields in the sample and are scattered.
These scattered neutrons are then detected in ways that allow the momentum and energy
of the scattered neutrons to be determined, such as triple axis diffractometers as in Ref. [31]
or time-of-flight detectors as in Ref. [40].

The neutron scattering experiments considered in this work are quasi-elastic neutron
scattering, neutron scattering with very small but not completely zero energy transfer

from the neutron to the sample. The quantity measured in experiment is the differential
neutron scattering cross section Cg—d‘%. In terms of experiment, this quantity is the number

of neutrons counted over a solid angle range df2 and energy range dFE, divided by the
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incident neutron flux, or [41]

d?*c ON
_ Wis. 10ar - 1.6
(deE) j (K, s,) [dQE S (16)

0N is the number of neutrons incident on a detector in the ranges d€2 and dE, j (ks,) is
the incident flux of neutrons with energy hk and spin s,,, and Wy, s is the probability of
the neutron undergoing a transition from the state |ks,) to the state |k’s] ), which describe
the incident and scattered spin and momentum states of the neutrons respectively. The
microscopic physics behind this formulation of the neutron scattering cross section will be
covered in the next chapter.

Quasi-elastic neutron scattering measurements performed on single crystals of Ybs-
TipO7 were first presented in Ref. [30], as discussed in in the previous section. These
measurements were performed on a single crystal sample at the Institute Laue Langevin
(ILL), in Grenoble, France. These measurements reveal a very interesting feature; a rod of
scattering in the (h, k, k) plane along the [111] direction. This rod is found to develop at
T =~ 25 K, and increases in intensity as the temperature decreases, even though its width
does not change significantly [30]. It is also stated that the intensity of the rods peaks at
T = 2 — 3 K, the same temperature as a broad feature in the specific heat observed in
Ref. [16]. The scattering in the (h, k, k) plane reported in Ref. [30] is shown in Fig. [1.10]
The temperature dependence of the intensity of the rods is reported in Ref. [30] for two
points in Q space, Q = (1.5,1.5,1.5) and Q = (1.9,1.9,1.9), and these results are shown
in Fig. [I.11]

The next reported set of neutron scattering measurements on the paramagnetic phase of
YbyTi,07 is the work of Ross et al., Ref. [40] published in 2009. In this work, many different
neutron scattering measurements are reported, not only quasi-elastic neutron scattering,
but also inelastic neutron scattering for temperatures from 4 K, all the way down to 30
mK. These measurements were performed both in zero magnetic field, and in an external
magnetic field applied along the [110] direction. These measurements were performed
using the disk chopper spectrometer at the NIST Center for Neutron Research on a single
crystal of YbyTi,07 grown at McMaster University [40]. The first measurements reported
in Ref. [40] are zero field measurements of the quasi-elastic neutron scattering in the (h, h,[)
plane (symmetry equivalent to (h, k, k)). These measurements are shown in Fig. [1.13] along
with one set of data collected in a magnetic field. It can be seen that for the zero field
data, as the temperature decreases from 4 K to 200 mK, rod-like features develop in the
neutron scattering. These rods increase in intensity with decreasing temperature, but, as
the temperature decreases to 30 mK in zero field, the rods begin to break up, bunching up
around the nuclear Bragg peaks, as seen in Fig. Rod-like features in neutron scattering
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Figure 1.10: Figure reproduced from Ref. [30]. Quasi-elastic neutron scattering in the
(h, k, k) plane at T' = 1.4 K. The most interesting feature of this data is the [111] rod of
neutron scattering intensity. The red lines are the directions along which Q scans were
performed to determine the temperature dependence of the results.

typically indicate the presence of the two dimensional correlations in planes perpendicular
to the direction of the rods of scattering. In the case of the pyrochlore lattice, the planes
perpendicular to [111] are alternating triangular and kagome planes, as shown in Fig. (1.12]
Broad peaks in the scattering on the other hand indicate three dimensional correlations.
The observed bunching up of the intensity is taken as an indication of a crossover from
two dimensional correlations to three dimensional correlations. The transition is not one
to LRO, as this would cause the formation of magnetic Bragg peaks and not the broad
features seen in the data. Fig. [1.13| also shows data taken at 30 mK in a 2 T field. This
data shows distinct Bragg peaks and no rod-like features whatsoever, indicating that the
field has induced the system in a magnetically well-ordered state.

In addition to quasi-elastic neutron scattering, Ref. [40] reports inelastic neutron scat-
tering along the [hhh] direction in reciprocal space, shown in Fig. [1.14l This data confirms
the existence of magnetic LRO in the low temperature (7" = 30 mK), high field region of
the phase diagram of Yb,TisO7, through the existence of sharp dispersive spin wave exci-
tations that develop at a field of 0.5 T. The lack of these excitations in the low temperature
phase in zero magnetic field is consistent with a lack of magnetic LRO in this phase.
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Figure 1.11: Figure reproduced from Ref. [30]. The temperature dependence of the rods of
neutron scattering at selected points in Q space, Q = (1.5,1.5,1.5) and Q = (1.9,1.9,1.9).

Ref. [40] also presents a phase diagram for YbyTi;O7 based on neutron scattering and
magnetization measurements consisting of three distinct phases, the high temperature,
small field paramagnetic phase (including the region where rods of scattering appear), the
low temperature, small field 3D correlated phase, and the high field ordered phase. A
statement is made that the high field ordered phase and the low field paramagnetic phase
are distinct phases, and that the high field ordered phase is not simply a field polarized
paramagnet, based on a minimum that appears in the magnetization as a function of the
field strength. Finally, Ref. [40] makes a comment on the scattering intensity of the Bragg
peaks as a function of magnetic field. The intensities of some of the peaks, particularly
(2,2,2), are found to decrease as the magnetic field is ramped up to values below that of
the zero field intensity. This seems to suggest some kind of field driven structural phase

transition.
Finally we come to the neutron scattering measurements used in this work. These
measurements were collected on the D23 diffractometer at the ILL in Grenoble, France by

Henrik Rgnnow and Louis-Pierre Regnault on a single crystal of YbyTisO7. This data is
a more detailed version of the neutron scattering data reported in Ref. [30], and has been
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Figure 1.12: (a) The cubic unit cell of the pyrochlore lattice showing the alternating kagome
(red) and triangular (blue) planes perpendicular to the [111] cubic body diagonal direction.
(b) A view of the same lattice along the [111] direction [21].
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Figure 1.13: Figure reproduced from Ref. [40]. Diffuse quasi-elastic neutron scattering
intensity in the (h, h,[) plane. Bright red dots indicate nuclear Bragg peaks.
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Figure 1.14: Figure reproduced from Ref. [40]. Inelastic neutron scattering along the [hhh]
direction in reciprocal space, for various strengths of the magnetic field along [110]. Panel
a shows how the (h, h,[) planes is tiled by first Brillouin zones, while Panels b-h show the
inelastic neutron scattering. Panels b and ¢ show the scattering in zero field for 7' = 4
K and T' = 30 mK, while panels d-h show the scattering for 7" = 30 mK for various field
strengths. It can be seen that for field strengths of greater than 0.5 T, sharp spin waves
appear, clear evidence of magnetic LRO.

reported in Ref. [31], the contents of which makes up part of this study. Two sets of data
are presented in Ref. [31], data at 7' = 1.4 K, and data at 7' = 9.1 K, shown in Fig. [L.15]
As can be clearly seen in panels (a) and (b) of Fig. a rod of scattering is present in the
data, as was found in Refs. [30, 40] though it is quite weak at 7' = 9.1 K. Fig.[1.15|c) shows
a cut through the (h, k, k) plane along [h,2.25,2.25] for both T'= 1.4 K and T' = 9.1 K.
This cut shows that the intensity of the scattering feature in the top right corner of panels
(a) and (b) of Fig. is not magnetic in nature as it does not evolve with temperature.

The rods of scattering intensity that appear in the neutron scattering collected by
Henrik Rgnnow are directly related to the correlations between the magnetic moments of
the YB3 ions in YbyTiyOr, as discussed in Ref. [40]. These correlations are connected
to the magnetic interactions present in this material. These relationships should make it
possible to determine the form of the magnetic interactions present in YbyTisO7 from the
quasi-elastic neutron scattering of Fig. [1.15] specifically the data collected at T' = 1.4 K.
A knowledge of the magnetic interactions present in this material is the first step towards
understanding the low temperature behaviour of YbyTisO7, particularly the observed zero
field phase transition and low temperature phase. As we saw in the previous section, previ-
ous researchers [16], 19, 20], 33, 34], 37] have attempted to understand the interactions in this
material, starting with simple Heisenberg models [16], 20, [33] and progressing to anisotropic
exchange [19, 34, [37]. Each of these attempts have had shortfalls, either assuming an overly
simplistic form for the exchange exchange interaction as in Refs. [16, 20, 33], or when con-
sidering the presence of anisotropic exchange interactions, failing to consider the sublattice
structure or full symmetry of the the material [19, B4, 37]. The work of this study will
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Figure 1.15: Neutron Scattering in the (h, k, k) plane of reciprocal space in zero external
field at (a) "= 1.4 K and (b) T'= 9.1 K. Panel (c) shows the neutron scattering along the
line [h,2.25,2.25] at T = 1.4 K and T' = 9.1 K. The important feature to note is that the
scattering intensity between h = 3 and h = 4, revealing that the feature in the top right
corner of panels (a) and (b) near q = (3.5,2.25,2.25) is not magnetic in origin. The white
arrows in (a) and (b) show the range h € [3,4] along the direction [k, 2.25,2.25].

be to determine the form of the magnetic interactions in YbsTisO7 from the quasi-elastic
neutron scattering data of Fig. [l.15] Once the form of the magnetic interactions has been
determined, we will set out to determine the form of the magnetic correlations driven by
these interactions that lead to the rod-like features in the neutron scattering. We will also
compute other quantities that have been measured in experiment, such as the bulk and
local susceptibilities. Finally we will explore the low temperature behaviour of the system
described by our model Hamiltonian.
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Chapter 2

The Model Hamiltonian for YbsTisO~

The first step in determining the form of the magnetic interactions in YbyTisO7 is to define
a model magnetic Hamiltonian for this material. This Hamiltonian, H, will describe the
local crystal field environment inhabited by the Yb3* ions in YbyTisO7 and the exchange
and long-range magnetic dipolar interactions between the magnetic moments of the Yb3+
ions. We define this Hamiltonian as

H = Hy + Her, (2.1)

where Hcp describes the crystal field environment that the Yb3* ions inhabit, and Hijy
describes all of the interactions between the moments of the Yb?t ions.

2.1 The Crystal Field of YbyTi,O7

Yb** ions have a 4f'3, ?F7/5 electronic configuration. As there are an odd number of
electrons in the valence shell, Yb3T is a Kramers ion, and thus the crystal field must have
an even number of states. The crystal field of YbyTi;O7 splits the 2F7/; energy level into
four Kramers doublets [20]. As discussed in the previous chapter, the crystal field of Ybo-
TisO7 has been probed experimentally by various groups as far back as 1968 [22]. The early
studies of this material [22] 23] failed to use the correct crystal field parameters required
by symmetry in their descriptions of the crystal field. The site symmetry of the pyrochlore
lattice site that the Yb®*T ions inhabit is D34 [20]. For this type of symmetry, the crystal
field must be described by six independent crystal field parameters, so that Hep can be

written as:
Hep = BIOY + BY0Y + B303 + BYOY + BO3 + BSOS, (2.2)
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where O are Steven’s operators, which are defined in Appendix The oldest work
on the crystal field of YbyTisO7, Ref. [22] considered only three of the six symmetry
required terms (B, BY, and BY), while the next work, Ref. [23], considered only two of the
symmetry allowed terms (BY and BY). Reference [25] considered all independent crystal
field terms, and based on magnetic susceptibility measurements and Mossbauer spectra,
proposed a set set of crystal field levels where the ground state is purely |J, = £3/2),
and the energy gap between the ground state and first excited state is AE ~ 138 K. This
crystal field parameterization is inconsistent with the findings of more recent experiments
in Refs. [19] 20]. These two works propose similar crystal field schemes that disagree with
the findings of Ref. [25].

We will use two different crystal field (CEF) parameterizations for YbyTisO7 in our
attempts to extract the form of the magnetic interactions in this material, that of Hodges
et al. [20], discussed in Appendix [A.1] and that of Cao et al. [19], discussed in Appendix
Both of these CEF parameterizations yield a set of CEF states where the ground state
doublet is well separated from the excited states and has a local easy plane anisotropy.

2.2 Magnetic Interactions

To describe the magnetic interactions between the magnetic moments of the Yb?** ions we
propose an interaction Hamiltonian

Hint = Hex + Hdip7 (23)

where H,, describes all of the symmetry allowed nearest-neighbour bilinear exchange in-
teractions for the pyrochlore lattice, and Hg;, describes the long-range magnetic dipolar
interaction. We choose to restrict the exchange interactions in this model Hamiltonian to
bilinear exchange based on the fact that the energy gap between the ground state doublet
and the lowest excited state doublet of the CEF, A ~ 650 £ 40 K, [20, 19] is much larger
than the temperature at which the quasi-elastic neutron scattering data was collected, 1.4
K. Also the strength of the magnetic dipolar and exchange interactions in this material,
an indication of which is given by fcw = 0.70 £ 0.05 [I8, 20], is much less than that of the
CEF splitting. Because both the interaction energy and temperature are much less than
the CEF splitting, we can safely project the microscopic interaction Hamiltonian, H e,
which may contains higher order multipolar terms because Yb3" is a J = 7/2 ion, onto a
low energy Hilbert space spanned only by the direct product of the states in the ground
state doublet of the CEF [31]. This will allow us to consider only an effective Hamiltonian
H.g that describes bilinear exchange interaction between effective spin-1/2 doublets, where
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the bilinear interactions between these spin-1/2 operators represent the “down-projection”
of higher order multipolar magnetic interactions between the full J angular momentum
operators.

2.2.1 Symmetry Allowed Bilinear Exchange Interactions

The symmetry allowed nearest-neighbour exchange interactions for the pyrochlore lat-
tice are derived and discussed in Appendix [C] There are four such interactions {X,} =
Xy, Xy, Xy, Xy, Xy and &, contain the components of the conventional J, - J, = J7J7 +
JYJY + JZJ; Heisenberg exchange interaction, split into two terms. X; contains two of
the three terms that make up the Heisenberg exchange interaction, and X, contains the
third term. The specific bilinear exchange terms contained in X} and A5 vary depending
on the sublattices as shown in Eqns. and . Xy (Eqn. (C.10)) contains all of the
anti-symmetric symmetry allowed bilinear exchange terms, and X3 (Eqn. (C.9))) contains
all of the remaining bilinear exchange terms not contained in X;, A5, and X;. Together
these four terms span all of the possible bilinear exchange terms for a pyrochlore ma-
terial. The energy associated with each of the symmetry allowed exchange interactions
{Tn} ={N, T2, T3, Ju} will be determined by fitting to the neutron scattering data pro-
vided by Prof. Rgnnow and collaborators. The method used to accomplish this will be
discussed later in Chapter [l H., is defined as

Ho= S (0" T (05) 2, (2.4)

(2,a;4,b)

where J¢ and J? are the classical angular momentum three-vectors at the ¢ and j FCC

lattice sites, and the a and b tetrahedral sublattice sites defined in Chapter Jeb (i, 7) =

W(Szl'\gj,b is a 3 x 3 matrix that describes the interactions between J¢ and J?, where (5%\7%&
imposes that the pyrochlore lattice sites indexed by the FCC lattice labels ¢, 7 and sublattice
labels a, b are nearest-neighbours. The angular momentum vectors J¢ and J;’- are written
in cartesian coordinates. We have chosen to use the full J angular momentum operators
so that the RPA method of calculating the neutron scattering, described in Ref. [42] and
discussed in Chapter can be utilized. This means that the values of {J,} that are
determined from fitting to experiment will be effective “unprojected” couplings, whose
projection on to the ground state doublet of the CEF correctly describes the low energy
physics of YbyTisO7. They are likely not microscopic couplings that correctly describe the

physics of this material at energy scales on the order of the CEF splitting [31]. This makes
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our model effectively an “un-projected” form of spin-1/2 Hamiltonian [31]. The relationship
between our model and effective spin-1/2 models is discussed further in Appendix .

—a,b
To aid in understanding, the matrices J  are most easily thought of as component

matrices of a larger 12 x 12 matrix, J, where a and b index the positions of the 3 x 3
submatrices within J. That is,

—1,2 =13 =14

0
72,1 6 —=2,3 =24
7 - —3,1 =3,2 = —3,4 : (25)
J 0 J
—4,1 —4,2 —4,3 =

7 7770

The nearest-neighbour condition on the interactions adds the constraints that the subma-
trices where a = b must be zero. This is illustrated in Fig.[2.1] where it can be seen that for
the pyrochlore lattice, there are no same-sublattice nearest-neighbours. Symmetry imposes

—b,a —a,b T
the condition that J = <j ) .

Figure 2.1: An illustration of the nearest-neighbours of sublattice site a = 1 of the py-
rochlore lattice. Here we have chosen sublattice a = 1 as the origin to illustrate that none
of the nearest-neighbours of this sublattice site are also a = 1 sites. This applies equally
for all of the other sublattice sites a = 2, 3, 4.

For our model of symmetry allowed nearest-neighbour bilinear exchange, 7 consists
of a linear combination of the matrix forms of the symmetry allowed nearest-neighbour
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bilinear exchange interactions as defined in Eqn. (C.15))
T = ~0.% = DX ~ Ty~ T X (2.6

The chosen sign convention for the Hamiltonian means that if 7; and J; are positive, the
interaction associated with these two terms will be ferromagnetic in nature.

2.2.2 Alternative Representations of the Symmetry Allowed Bi-
linear Exchange Interactions

In order to perhaps ascribe a simpler and seemingly more physical meaning to the couplings
{J.}, it is useful to define a more physically motivated representation of the bilinear
exchange interactions. This is done by taking a linear combination of the symmetry allowed
exchange terms A, as explained in Appendix This allows us to write the component
of the Hamiltonian containing the bilinear exchange terms, H.y, as

Hex = HIsing + Hiso + de + Hpwm- (27)
HIsing = _u7Ising Z (J;l : 2a> (J? : 2b> (28)
<i,a;5,b>

is the nearest-neighbour local Ising exchange, which couples the local Z components of J¢
on neighbouring sublattice sites.

Hiso = —Tiso Z Jg ) Js (29)
<i,a;j,b>
is nearest-neighbour Heisenberg exchange, and
Hyg=—Tpa >, (J¢-3°=3(J¢ RY)I}-RY)) (2.10)
<i,a;5,b>
is the nearest-neighbour pseudo-dipolar exchange, an exchange interaction of the same
form, but not related to Hgjp.

Hpy =—Jom >, Q- (3¢ x J9) (2.11)
<i,a;7,b>

is the Dzyaloshinskii-Moriya (DM) exchange on the pyrochlore lattice (See Chapter for
details). We denote the set of four exchange energies associated with this representation of
the symmetry allowed bilinear exchange interactions {J.} = { Jising, Jisor Tpd, Jom}. This
representation of the symmetry allowed bilinear exchange interactions will be used in the
interpretation of the couplings {7, } determined from fits to the experimental quasi-elastic
neutron scattering in Chapter [}
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2.2.3 The Long-Range Magnetic Dipolar Interaction

The final term in Hjy is Hagip, which describes the long-range magnetic dipolar interactions.
Hyp is defined as

Hgp = D Z (Jo-Jb— 3(Jg-Rng)<J§-Rg;)), (2.12)

zzb3
z>]ab

where D = “O(fg“B) ~ 0.01848 K, R“b is defined in Eqn. (1.2), and ry, = V/2r./4, where
r. is the cubic unit cell dimension, deﬁned in Chapter u 1o is the permeability of free
space, ug is the Bohr magneton, and g; = 8/7 is the Landé factor for Yb3*. This term
describes the interaction between the dipole moments of the Yb3" ions via magnetic fields
rather than exchange. Computing the sum over all of the magnetic moments J¢ is done
using the Ewald sum, which is discussed in detail in Appendix

2.3 Summary

In this chapter we have defined the magnetic Hamiltonian that we will use to describe Ybs-
TisO7 in this study. This model consists of the local crystal field environment inhabited by
the Yb3T ions as well as interactions between the magnetic moments of the Yb** ions. To
describe the interactions between the magnetic moments, we have proposed a combination
of all of the symmetry allowed nearest-neighbour bilinear exchange interactions on the
pyrochlore lattice combined with long-range magnetic dipolar interactions. This model
does not specify the strengths of the various bilinear exchange terms, so a method is
required to determine the strengths of the various interactions. Such a method will be
discussed in Chapter [4]
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Chapter 3

Magnetic Neutron Scattering

In this chapter we will explore the microscopic origins of magnetic neutron scattering in
order to understand how neutrons probe the magnetic properties of a material. We will
also derive the relationship between the quasi-elastic neutron scattering cross-section and
the wave-vector dependent magnetic susceptibility, x (q), and describe the random phase
approximation method of calculating y (q). These will be important tools for determining
the strengths of the symmetry allowed bilinear exchange terms in our model of YbyTiyO7
discussed in Chapter [2|

3.1 The Microscopic Origin of Neutron Scattering

In this section we derive the equation for the neutron scattering cross section starting from
the microscopic neutron-scatterer interaction Hamiltonian. The scatterer is the material
upon which the neutrons are incident, and which is responsible for the scattering of the
neutrons through various interactions, hence its name. Our derivation of the microscopic
origin of the neutron scattering cross section will follow that of Jensen and Mackintosh,
Ref. [41]. This formulation for the scattering cross section is based on the dipole approx-
imation. The resulting form of the neutron scattering will be used in combination with
the random phase approximation discussed in the next section to compute neutron scat-
tering from our model magnetic interactions Hamiltonian for Yb,Ti;O7 for comparison to
experiment.

In a neutron scattering experiment a beam of neutrons interacts with the material
sample (the scatterer) via two mechanisms, the nuclear force, and interaction between
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the neutron’s magnetic moment with the magnetic field of the electrons in the sample. In
materials with unpaired electrons such as Yb,TisO7, these two terms yield contributions of
roughly equal magnitude to the neutron scattering cross section [41]. We are not interested
in the crystalline structure of YbyTisO7, so we will neglect the nuclear force as it leads only
to structural Bragg peaks and does not tell us anything about the magnetic interactions in
the sample. The derivation in Ref. [41] that we follow in this section considers the magnetic
field from the electrons in the scatterer using a multipole expansion. The first term of this
expansion, the dipolar term, provides the dominant contribution to the scattering at small
scattering wave-vectors.

The neutron scattering process begins with a collimated monochromatic beam of neu-
trons with equal energy. We define the plane wave initial (“pre-scattering”) state of the
neutrons as [41]

ks,) = V" Y2exp (ik - ) [sn), (3.1)
where k is the wave-vector of the neutron, |s,) is the spin state of the spin-1/2 neutron,
and V' is the volume of the system. The energy of the neutron beam is given by % where
M is the mass of the neutron. Using Fermi’s golden rule, we can determine the probability

that the neutron undergoes a transition from its initial state |ks,) to the state |k’s/,), which
is given by (Eqn. 4.1.1 in Ref. [41])

W (ksn, K's;) = 2% Z Pil(ksy; i|Vint [K's; f)[*6 (Bx — Exe + Ei — Ey) (3:2)
i, f

where P; is the probability that the scatterer is initially in a state |i), Vi, is the interaction
potential that describes the interaction between the neutron and the scatterer, and |f) is
the final state of the scatterer. Fy and E) are the initial and final energies of the neutron,
such that Fx — Ey = hw, and E; and E} are the energies of the initial and final states of
the Hamiltonian of the scatterer, that is H|i) = E;|i) and H|f) = E;|f). The sum is over
all final and initial states. Information about the scatterer is extracted by measuring the
energy transfer fw and momentum transfer AQ of the neutron, where Q = k — K’ is the
scattering wave-vector [41].

The basic formulation of the neutron scattering cross section in terms of experimentally
controllable or measurable parameters is defined in Eqn. ((1.6)). In terms of the microscopic
interaction of the neutron with the scatterer [41]

Y delan = MIk]

IN =
(2m)” (2n)* B2

dEdS, (3.3)

is the number of neutrons within the energy range dF, directly related to the wave-vector
of the neutrons, and solid angle range (corresponding to a range of k'/|k’|) d€2. The flux,
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j (k;s,) of inbound neutrons with wave-vector k and spin s, is given by hk/ (V M). Using
these definitions, Eqn. (1.6)) yields (Eqn. 4.1.4a in Ref. [41])

d’c K| ( M

k| \ 2772

2
. /. 2
dQdE ]k‘ ) ;Pz“sn,ﬂvint (Q) |Sn,f>| (5(Ek —FEv+FE;— Ef), (3.4)

where Vi (Q) is the Fourier transform of the neutron-scatterer interaction potential (Eqn.
4.1.4b in Ref. [41])

Vi (Q) = [ Viwexp (1Q 1, (35)
where r,, is the position of the neutron.

Now we can move on to defining the neutron-scatterer interaction potential Vi. The
magnetic interaction between the magnetic moment of a neutron and the magnetic field due
to a single electron with momentum p is is described by the potential, in CGS-Gaussian
units, (Eqn. 4.1.5 in Ref. [41])

e 2 1 e 2
‘/int (I’e, rn) - % (p + E (An + Ae)) - % (p + EAE) + 2/vLBS : Bn
1
=2up (ﬁAn p+s-(Vx An)> , (3.6)

where r, and r, are the position of the electron and neutron respectively, p is the momen-
tum of the electron, and A,, is the magnetic vector potential due to the magnetic moment
of the neutron u,,, such that B, =V x A, =V x (—un x V (%)) A, is the additional
contribution to the total magnetic vector potential from the surrounding electrons in the
scatterer or an external field. s is the spin of the electron, up = 9.274 x 1072 J/T is the
Bohr magneton, e is the absolute value of the charge on an electron, and c¢ is the speed
of light. p’ = p + £A. is the adjusted electron momentum. The Fourier transform of A,,,
with respect to the neutron coordinate is given by [41]

/An (re —r,)exp (iQ - r,)dr, = —exp (—iQ - r.) %un X Q, (3.7)

where p,, is the magnetic moment of the neutron, and Q is a unit vector in the direction
of Q. The Fourier transform of V x A, is given by [41]

/V X A, (x)exp (iQ - x) dx = 47Q X p, X Q. (3.8)
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Combining the results of Eqn. (3.7) and Eqn. (3.8) with Eqn. (3.6, we obtain (Eqn. 4.1.6
in Ref. [41])

Vint (Q) = /‘/int (re - rn) exp (ZQ : rn) drn
1

= SThphn (thr

Q><p’+Q><s><Q)exp<—iQ-re) (3.9)

In the case of rare earth ions, such as YbyTi;O7, we can impose a further restriction on
the interaction between the neutron and electron: that the electrons are localized around
the Yb3" lattice sites, thus r, = R¢+r. This allows us to rewrite Eqn. (3.9)) as (Eqn. 4.1.7a
in Ref. [41])

‘/int (Q) - 87T,UJBll'n : (Zp + Zs) exp <_ZQ ' R?) ) (310)
where (Eqn. 4.1.7b in Ref. [41])
1

Z,= h|Q|Q x p'exp (—iQ - 1) (3.11)

and

Z,=Q xsx Qexp(—iQ-r). (3.12)

In order to compute the matrix elements (i|Z,|f), it is explained in Ref. [41], that
we must expand the the factor exp (—iQ -r) in Z, and Z, in terms of Bessel functions
Jn(p), where p = |Q)||r|, and cos(f) = Q - r/p. This expansion has the form (Eqn. 4.1.8 in
Ref. [41])

o0

exp(—iQ - ) = Y (2n + 1)(—i)"ju(p) Pu(cos(0)), (3.13)

n=0

where P, is n'" Legendre polynomial. If we perform this expansion for Z,, we obtain the
result [41]:

2, Qx (g + Ul + 20} (Qx) i+ ). B

i
AT
hQI™
This result can then be rearranged and expressed as (Eqn. 4.1.9a in Ref. [41])

Z, = ¢ Uolo) + ()} Q< 1V < Q1 Z, (3.15)
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where (Eqn. 4.1.9b in Ref. [41])

A~

Z, = Q¢ (grnP' + g olo) + HQ-0p ~ (@ P ) (30

contains all of the remaining terms in the expansion of Z,. hl' = hl + ¢r x A., where
1 = 2P js the angular momentum. Ref. [41] shows that because p’ = “2[H,r], all of the
terms in Z; can be expressed in terms of commutators with H so that (Eqn. 4.1.10 in

Ref. [41])

Qx (~ior) + Vi) + Y (@ x)xl ). D)

7 =

"Rl

For any operator A, (i|[H, A]|f) = (E;— E;)(i|A| f), which means that in the limit Q — 0,
this term will not contribute to (i|Z,|f), because E; — E; as Q — 0.

The expansion of Z,, has shown that the leading term in Z, is of the form Q x Al x Q,
where A = 1 {jo(p) + j2(p)}, which is the same general form as that of Z, in Eqn. (3.12).
This allows us to define the new vector operator K (Q) such that (Eqn. 4.1.11 in Ref. [41])

QxKxQ=127,+ZL,. (3.18)

In the limit Q — 0 (Eqn. 4.1.12a [41])
215K (0) = 1 (1 + %r < A, + 2s> — (3.19)

where . is the magnetic dipole moment of the electron. This yields the result (Eqn. 4.1.12b

i) A A
Vi (0) = ~dmpap - (Q x e x Q) (3.20)

In the case where Q # 0, an analytic solution for Vi, (Q) is almost impossible to obtain
because Z;, cannot be neglected and j,(p) do not commute with # [41]. However, if the
scattering processes are restricted to those where the orbital quantum number [ of the
electron is conserved, then the first term in Eqn. (3.17) vanishes identically because jo(p)
and H are diagonal in [. In the second term of Eqn. , it is possible to replace H with
only the kinetic term of the Hamiltonian to first order if [ is conserved. It is then shown
in Ref. [41], that if the principal quantum number n and the angular momentum quantum
number [ are conserved between |i) and |f) states, the electron wave-function is radially
symmetric and the second term in Eqn. also vanishes identically [41]. If n is not
conserved, or if H is not diagonal in [, then this term will lead to an imaginary contribution
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to K(Q), and a contribution to the neutron scattering cross section proportional to Q2
however this contribution is normally very small [41].

The assumption that n and [ are conserved between the i) and |f), so that the two
highest order terms in Eqn. (3.17)) are negligible means that K,, the portion of K(Q)
arising from Z, is given by (Eqn. 4.1.13a in Ref. [41])

K,(Q) = %{Uo(IQI)) + (2(1QMN} L. (3.21)

(7,(1Q))) is defined as (Eqn. 4.1.13b in Ref. [41])

Ga(1QD) = / T 2R (1Qlrdr. (3.22)

where R(r) is the normalized radial electron wave-function [41].

The spin contribution to K(Q), K,(Q) is given by K4 (Q) ~ (jo(|Q|))s, neglecting
terms of order greater than n = 2 [4I]. Adding the two contributions to K(Q) yields
(Eqn. 4.1.14 in Ref. [41])

K(Q) = 5 (o(IQD) 1+ 25) + 3 (QD)L (323

This result can be generalized to an ion with more than one electron using the relations

L=> land S=)_s toyield (Eqn. 4.1.15a in Ref. [41])
K (@ = S0n(lQD)E +28) + L QL = Lo Fqpa. (321)

gy is the Landé factor, F (|Q]) = (jo(|Q])) + <g% - 1) (72(1Q])) is the magnetic form factor,

and J is the angular momentum operator of the ion the neutron is interacting with. The
magnetic form factor for Yb3* is given in Appendix

We now return to Eqn. (3.10]), where, substituting in Eqn. (3.18]), the form of K (Q)
from Eqn. (3.24), and taking the sum over all of the Yb?T lattice sites, we obtain [41]

Vit (Q) = SWBZ ( 97 F(1Ql) ) (Qx 3¢ xQ)exp(-iQ-RY), (3.25)

where J¢ is the angular momentum operator for the ion at lattice site ¢« and sublattice site
a. The sum over the Yb3" lattice sites takes us from the single ion scattering problem to
the crystal scattering problem.
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Now that we have determined the form of the interaction potential between the neutron
and the scatterer, we can return our attention to the neutron scattering cross section. We
now wish to compute the matrix element squared term in Eqn. . This term can be
written as [41]

| (ks | Ving (Q) K73 £ = (803 il Vine (Q) [87; ) (575 f[Vint (—Q) [sn3 8)- (3.26)

In this study, we are only interested in unpolarized neutron scattering, so we assume an
equal distribution of neutrons with spin up and spin down. Therefore, [41]

D~ Palsalin - (Q x 3 x Q) 850 hn - (@ x 35 x Q) )

_ (%gnuN)Q (@ 3 xQ)-(@x7txQ) (327

2
= (%gn;w) > (du = Qu@u) I, (3.28)

U,

where g, = 3.827 [41] is the nuclear g factor, and py is the nuclear magneton, such
that @, = —g,uns,. u and v are cartesian components. This result gives us one of the
key aspects of neutron scattering measurements: that they measure only the correlations
between the components of the magnetic moments perpendicular to the scattering wave-

vector Q. This condition is imposed by the term (5%@ — QUQU> This arises from the

form of the Fourier transform of the interaction between the moment of the neutron and
magnetic field due to the electrons, specifically the term involving the curl of the vector
potential of the field due to the magnetic dipole moment of the neutron in Eq. (3.6)).

Combining Eqn. (3.28]) with Eqn. (3.4]), we obtain the final form of the neutron scat-
tering cross section (Eqn. 4.1.16 in Ref. [41])

2o K| (e’ . 1 1
605 = 1 () 2 (00 =0u01) Eb(QgJFﬂQD)m(2gJF<|Qr>)jyb
x S PilI exp (—iQ-RE) [N){F1I)" exp (1QRE) )8 (Bx—Eiw+Ei—Ey), (3.29)

i7f
where v = e?/mc? is the gyromagnetic ratio, and m is the mass of the electron.
Next we examine the integral form of the ¢ function [41]
1 o

—0

exp (’L (Ek — FEyw + FE; — Ef) t/h) dt. (3.30)
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We can use this formulation of the ¢ function to write [41]

ZP LTS YT |i)0 (B — Baw + E; — Ey)

) Z 2rh / dt exp (ieot) P, il exp (1) T exp (i) | F)(£17710)

1 a,u b,v .
=5 dtexp (iwt) g Pia] 7 () J77 (0) [2)
1 * . a,u b,v

where we have used the fact that Fy — Eyw = hw. H is the Hamiltonian of the scatterer,
and J"" (t) is the angular momentum operator for the ion at lattice site i sublattice site
a in the Heisenberg picture. Then at thermal equilibrium, combining Eqn. (3.31) with

Eqn. (3.29), we can write (Eqn. 4.2.1 in Ref. [41])

d*c K| [ hye? 2 . 1 1
078 = 1 (mer) 20— X (3070QD) (goo70aD)

i,a;5,b

X % /_ Z dt exp (iwt) exp (iQ- (Rg - Rf;)) (TE () T (0)), (3.32)

where we have neglected thermal fluctuations of the positions of the ions, R{, because
we fix the ions to be at the sites R{ and do not allow for any fluctuations in these po-
sitions. If we were to include such fluctuations by letting R — R¢ = R¢ 4 u?, where
¢ is some small fluctuation in the position of the ion at site R¢ then we can write [41]

u;

(exp (15{? - Rﬁ)) = exp (—2W(Q)) exp (R¢ — R?), where W (Q) is the Debye-Waller fac-
tor. This new exponential term would then appear in Eqn. (3.32). For a further discussion
of the Debye-Waller factor, see Ref. [41].

If the magnetic form factor of all of the ions are the same, which is the case for Ybs-
TiyO7, we can take the form factor outside the sum (Eqn. 4.2.2a in Ref. [41])

d%o K| [ ye?\?
=N—r— uv T A
dQdE k| <m02 2(5 ’

u,v

g (3.33)

where 8% (Q, w) is the Van Hove scattering function (Eqn. 4.2.2b in Ref. [41])

o0

W (Qw) = o |

exp (iwt) Zexp (ZQ < )) (J(¢) Jf’v (0))dt, (3.34)
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which is simply 1/ (27h) times the Fourier transform of the correlation function
a,u b,v
(i7" (@) J;7(0)) |-

3.2 The Relationship Between Quasi-elastic Neutron
Scattering and the Q-dependent Magnetic Sus-
ceptibility

We saw in the previous section that in order to compute the neutron scattering cross section
a method for computing the van Hove scattering function, 8% (Q,w), is required. In this
section we will show the relationship between S% (Q,w) and the wave-vector dependent
magnetic susceptibility in the static approximation.

We start with the generalized susceptibility, xpa (w), a measure of the change of an
ensemble averaged physical observable B to a perturbation by some operator A. The
generalized susceptibility has two components

XaB (W) = Xap (W) +iXip (W), (3.35)

where x4z (w) is referred to as the reactive part of xap (w) and x4 (w) is referred to as
the absorptive part of y4p (w). If the matrix elements (i|B|f) and (f|Ai) are real, then
X'ap (w) and x’j 5 (w) are the real and imaginary parts of xap (w) respectively. x'sp (w) is
given by (Eqn. 3.3.6a in Ref. [41])

BBy . - .
i|B Al1
Vs )= Y PR () s ()0 (3.36)
if v
where (Eqn. 3.3.6b in Ref. [41])
Xap (el) = B | D GIBIf)(fIAliyn; — (B)(A) | . (3.37)
if

g = kBLT, and n, = exp (—fE,) /Z is the thermal occupation number of state |a), and Z
is the partition function. x’j5 (w) is given by (Eqn. 3.3.5 in Ref. [41])

Xap (W) =Y @Bl f)(fIA}i) (n; — ny) 6 (hw — (E; — Ey)) . (3.38)
if
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To obtain the wave-vector dependent magnetic susceptibility, we take the generalized sus-
ceptibility and choose

A= N’l/zz Ji"exp (—iQ - RY)

and
> — b,v .
B=N 1/22‘]3' exp(zQ-R?),
J
to create the quantity x;’ (Q,w).

In the previous section, we showed that the neutron scattering cross section is pro-
portional to the van Hove scattering function, g—g Y (Q,w). This is simply a Fourier
transformed two operator correlation function, where the operators are J;"* and .J jb Y which
correspond to our choice of A and B to define the wave-vector dependent magnetic sus-
ceptibility. According to Ref. [43], in the case of paramagnetic scattering near a phase

transition we can write (Eqn. 13.17 in Ref. [43])

Q) — S e (Q ) X — ™ (Qu)
w(1— (exp(—Bhw) " F2(Quw),  (3.39)

where Sip'p. ... (Q,w) is the Bragg scattering due to any finite value of (Ji*"), which is
very small in the paramagnetic phase and contributes only at w = 0 [43]. F%'(Q,w) is the
spectral weight function, which we will discuss shortly. This equation has been modified
from the simple case of Ref. [43] to include sublattice structure. Equation ([3.39)) arrises
from the fact that (Eqn. 13.9 in Ref. [43])

W (Quw) = w (1 —exp (—wp)) ™ R q(w) + 8(Aw) (T (), (3.40)

where Ry o (w) is the Fourier transform of the relaxation function Ry o (t), which describes
the relaxation of the magnetization due to a discontinuous magnetic field [43]. From this,
it can be shown that (Eqn. 13.11 in Ref. [43])

/_Oodw<1—expo§—hwﬁ))( Qi) — ) = Rt = 0 -

[e.e]

and from Eqn. 13.12 of Ref. [43], Ry} o(t = 0) = @ Hb)QXab (Q,w). Using this relation

between Ry o and Xy (Q,w) then allows us to invert Eqn. (3.41] - to obtain Eqn. (3.39).
The spectral weight function F(Q,w) is included in Eqn. (3.39)) to account for the energy
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dependence of the inelastic neutron scattering intensity, and is defined as (Eqn. 13.15 in
Ref. [43])

(Quw) = % /00 dt exp (—iwt) (%@ﬂjo)) (3.42)

—00 ab,Q

So far we have considered the fully general equation for the energy dependent neutron
scattering, Eqn. (3.33]), which contains both the elastic and inelastic neutron scattering.
The inelastic scattering is the scattering where energy of the scattered neutrons is not
conserved, while elastic scattering is scattering where the energy of the neutrons is exactly
conserved. In order to obtain the quasi-elastic portion of the neutron scattering cross
section we use the static approximation.

The static approximation states that if the difference in energy of the incoming and
scattered neutrons is sufficiently small the conservation of energy in Eqn. (3.4)) can be
neglected. This disregard for conservation of energy is allowed due to lack of fine energy
resolution in the detector and the fact that the energy spectrum of the states of the scatterer
involved in the response to the neutron is bounded, with a bandwidth much less than the
energy of the incoming neutrons. More explicitly, the static approximation assumes that
Ex > E; and Ey > Ey, so that 6 (lw — (E; — Ef)) ~ 6(hw) [44]. This means that
Ex ~ Eyp and |K'|/|k| ~ 1 [44]. This approximation allows us to then simply integrate
over dE in Eqn. ([3.29) removing the energy dependence of do?/dEdS2 and removing &(hw)
leaving the rest of Eqn. (3.29) [44]. This means that all information about the time
dependence of the correlations in Eqn. is lost, which is why it is called the static
approximation. The static approximation also involves the approximation that for small
w, (14 exp(—fhw))™! =~ (Bhw) ™", giving us

1 w,v
zlle;U (Q7 W= O) - zlle;U,Bragg (Q?w = O) X kBTﬁXc;b <Q7 W = O) ) (343>

where the proportionality now includes the w = 0 value of the spectral weight function
F(Q,w). Finally, we can place this result into our equation for the neutron scattering cross
section to obtain

do

d_Q X kBT |F<’QD|2 Z ((Su,v - (jquv) XZ:: (Q) ) (344)

s a,b

the quasi-elastic neutron scattering cross section in terms of the wave-vector dependent
magnetic susceptibility in the static approximation. This result is in agreement with
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Ref. [45]. In order to maintain consistency with Ref. [42], we choose to express x,’, (Q) in
terms of x,’ (q). This is done by expanding the operators

A= N2 Z J" exp (—iQ - RY)
and )
B=N"2>"J"exp (iQ- R}
b
as
A=N"172 Z Ji"exp (—1Q - RY)
= Z exp (—iG - r,) J"" exp (—iq - RY) (3.45)

B=N"1? Z J;”” exp (1Q - R;’)
= Z exp (iG - 1,) J{™" exp (iq- RY) . (3.46)

This allows us to write:

Xap (Q) = exp (=i (r* = 1°) - G) xy (a), (3:47)
where x,’; (q) is now the generalized susceptibility for the operators

~

A= N_1/2Z Ji"exp (—iq - RY)

and R
B=N"1?2 Z J]l?’” exp (iq - R;’) .
J
This gives us the result

do u,v
2q < ksTF(Q]) I’ Z uwp = Guo ZeXp (r* =) - G) xiy (a). (3.48)

Ref. [42] reports a different temperature dependence for 2 than is given in Eqn. (3.48),
that is (Eqn. 2 in Ref. [42)])

do
dQ |Q| | Z u,v QuQv Zexp I' _I') G) XZ:Z (q) (349)
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This temperature dependence is only an over all scaling factor on the neutron scattering
that will be cancelled out later in the process of determining the form of the magnetic
interactions in YbyTi,O7, so we do not give it further consideration, but it should be noted
that Eqn. is the form used all calculations in this work.

3.3 The Random Phase Approximation Formula for
Quasi-elastic Neutron Scattering

Now that we can compute the quasi-elastic neutron scattering cross section directly from
the magnetic susceptibility, we require only a way to compute this quantity in terms of the
CEF states of YbyTisO7 and our magnetic interaction Hamiltonian, H;,. To accomplish
this we choose the random phase approximation (RPA). The random phase approximation
arises from linear response theory, which can be used to show that many experimentally
observable quantities, including the neutron scattering cross section, can be expressed
in terms of two-particle correlation functions [41]. The RPA method of computing the
magnetic susceptibility is discussed in Ref. [41]. The starting point for the RPA method
of calculating the magnetic susceptibility is Eqn. (2.1))

H=H,+ Hcr (350)
—=ab
= > @K (6,4) 30+ Her, (3.51)
(4,a;5,b)

where %(i, j) is the magnetic interaction matrix, the elements of which are given by
Kot (i,5) = Jab (i,4) + D3 (i, 5) - (3.52)

ij (q) are the elements of the interaction matrix J given by Eqn. of Chapter ,
and DZ:I; (i,7) are the elements of the real space dipolar interaction matrix [46, 47]. The
next step is to introduce the thermal expectation values of the the angular momentum
operators (J¢), and rewrite the Hamiltonian as (Eqn. 3.5.2 in Ref. [41])

H=YHyur(io)—5 3 @0 - @07 K 6@ ), @53)

i,a ,a7],b

a,b

where the sum over i, a # j,b indicates a sum over all lattice, sublattice site pairs that are
not equivalent. Hyr (7, a) is defined as (Eqn. 3.5.3 in Ref. [41])

e ,0) = e ()~ 5 (32 - 500) ©ana. @

j?b
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where Hcr (i, a) describes the crystal field environment at the (i, a)*" site on the pyrochlore
lattice, discussed in Appendix [A]

The mean field Hamiltonian, Hy (i, a), determines the dynamic susceptibility, X((IO) (w),
where a labels the sublattice site. This quantity is simply the susceptibility of the magnetic
moment J¢ under the influence of only the CEF, because in the paramagnetic phase, the
second term in Eqn. is zero. Because the interaction term is zero, we can refer to

X((IO) (w) as the non-interacting susceptibility, and it is given by (Eqn. 3.5.20 in Ref. [41])

E.#E, M® MV Eu—EV
© i 3.55
Xa ( ) ; E E —h(w+20+)( ]{?BT ; z/,ua m/an ( )
where My, , = > . (v|J¥|u)ok, and oy , is the rotation matrix from the local @ frame at

sublattice site a to the global u frame. The operators J* act on the CEF states defined in
the local @ reference frames at each sublattice site. The CEF wave-functions |u) are given
in Appendix [A]

The next step in determining the interacting RPA susceptibility is to compute the
linear response of (J¢ (t)) to a small perturbing field h% (t) = g JuBﬁz (t) where 0 (t) is
an applied time dependent magnetic field. If we collect all of the terms in Eqn. that
depend on J¢ into an effective Hamiltonian H¢, we obtain (Eqn. 3.5.4 in Ref. [41])

—=ab a
HE () = Hye (ia.8) = 3 (32.0) = (@2)7 K (0.) (3 (0) — @) + b2 (1) . (356)
4ib
According to Ref. [41] the difference term (J% (¢) — (3% (¢))) fluctuates in an uncorrelated
manner from ion to ion, making this terms contribution to Eqn. (3.56|) very small so it may
be neglected. This is equivalent to replacing Jb (¢) with (J (¢)) for all terms where ,a #

7,b. This is the random phase approximation, because it is equivalent to the assumption
that (J%(¢) — (J%(t))) can be replaced by a random phase factor [41].

Introducing the RPA in Eqn. the only dynamical variable left over is J¢ (¢) and
Eqn. - ) becomes equivalent to the mean field Hamiltonian in Eqn. , but with
h{ (t) replaced by an effective field h{ g (¢). The Fourier transform of this effective field is
given by (Eqn. 3.5.5 in Ref. [41])

he g (@) = he (@) + SOK (i,5) (30 (), (3.57)
7,0

where (J? (w)) is the Fourier transform of (J%(t) — (J%)). Using these two relations, we
can write [41]

(I3 (@) = xP(w)hieq (@) (3.58)
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If we compare the form of Eqn. (3.57) to the response determined by the two-ion suscep-
tibility function of the system defined as (Eqn. 3.5.6 in Ref. [41])

- Z Xab (3, 5, w) % (). (3.59)

these two equations should be equivalent [41], which means that we can write (Eqn. 3.5.7
in Ref. [41])

Xab <i7j7 ) Xa ( b"‘z Z k ch (k j? )) : (360>

Finally we can take the Fourier transform of real space interaction matrix Ka’b (1,7)
to obtain the reciprocal space interaction matrix K2° (q) = J2¢ (q) + D&% (q), where
jlff (q) is the Fourier transform of the nearest-neighbour bilinear exchange interaction
matrix, as defined in Eqn. of Appendix |G| and Dgf} (q) is the Fourier transform
of the long-range dipolar interactions determined using the Ewald summation technique
discussed in Appendix[E] Expressing the final result in terms of matrix elements, we obtain
the interacting RPA susceptibility x(q,w) (Eqn. 3.5.8 [41])

Xib (@) + )Xo (@)K ()i (a, w) = dx0™ (@), (3.61)

s,t,c

X (q,w) is then obtained by inverting Eqn. (3.61)) numerically.

Now we are able compute the RPA interacting susceptibility from the CEF parame-
terizations of Refs. [19, 20] and our model Hamiltonian. From this we can compute the
quasi-elastic neutron scattering cross section by setting w = 0. The next step is to extract

the form of 7 (i, j) from the quasi-elastic neutron scattering measurements of Chapter .
It is important to consider the validity of the use of the RPA for this calculation. For
the case of YbyTisO7, as discussed in Chapter |2, the gap between the ground and first
excited doublets of the CEF (A ~ 650 440 K) is much much larger than either the energy
scale of the of either Hex or Hgip, based on the value of fcw = 0.75 £ 0.05 K [20, [18]. As
explained in Ref. [31], this implies that there is minimal admixing between the ground and
excited CEF doublets. These calculations are also performed at a temperature of T'= 1.4
K, which is approximately twice Ocw for this material, and six times the experimentally
observed transition temperature of 214 mK [I6]. This should place the system squarely
in the paramagnetic regime, making the RPA valid for calculations of the susceptibility.
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3.4 Summary

In this chapter we have derived the form of the magnetic neutron scattering cross-section
from the microscopic interaction between the magnetic moment of the neutron and the
magnetic field that arrises from the electrons in a material. This derivation exposed the
fact that neutron scattering only probes correlations between the components of magnetic
moments perpendicular to the wave-vector of the scattered neutron, and that this arrises
from the form of the Fourier transformed interaction between the magnetic moment of the
neutron and the magnetic field created by the motion of the electrons in the sample. We also
examined the relationship between the quasi-elastic neutron scattering cross-section and
the wave-vector dependent susceptibility x (q). This relationship will be very important
in Chapter (4| where we will use it in combination with the random phase approximation
method of computing x (q) to compute the quasi-elastic neutron scattering from our model
Hamiltonian. This will allow us to compare the quasi-elastic neutron scattering cross-
section generated by our model to that found in experiment in order to determine the
strengths of the symmetry allowed bilinear exchange terms in our interaction model.
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Chapter 4

Determining the Magnetic
Interactions in YbyTi5O~7 from
Paramagnetic Quasi-elastic Neutron
Scattering

This chapter focuses on the method used to determine the form of the magnetic interactions
in the material YbyTisO7 from quasi-elastic neutron scattering measurements made at
T = 1.4 K on single crystal samples [31]. Specifically, we wish to determine the strengths
of the four symmetry allowed bilinear exchange terms defined in Chapter 2] The quasi-
elastic neutron scattering data, which was discussed in Chapter was collected by Prof.
Henrik Rgnnow and Dr. Louis-Pierre Regnault. These measurements reveal the presence
of anisotropic correlations in YbyTisO7 at T' = 1.4 K via the presence of rod-like features in
the data along (111) symmetry related directions. In a completely non-interacting system
no such correlations would be present, as it is the magnetic interactions that give rise to
these correlations. Because the interactions give rise to the correlations, the form of these
correlations should be directly related to the nature of the magnetic interactions in YbyTis-
Oy, and it should be possible to extract the form of the magnetic interactions in YbyTisO5
by fitting the quasi-elastic neutron scattering. We choose to use the data collected at
T = 1.4 K rather than the data collected at T'= 9.1 K as the signal to noise ratio of this
data is higher. In principal the T' = 9.1 K data would have better suited our purposed,
as at this temperature YbyTizO7 is situated much more firmly in the paramagnetic phase,
avoiding any potential problems with Yb,Ti;O7 being in a collective paramagnetic phase,
and correlation effects that appear due to the presence of a nearby phase transition.
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4.1 Simulated Annealing

In this section we explain the method by which the form of the magnetic interactions is
extracted from the quasi-elastic neutron scattering of Prof. Rgnnow shown in Chapter [1.6]
Initial attempts to fit the experimental neutron scattering using the model of symmetry
allowed nearest-neighbour bilinear exchange were rather haphazard, involving manual ma-
nipulation of the parameters {7,} in an attempt to generate a neutron scattering pattern
using the RPA method similar to that seen in experiment. After many unsuccessful at-
tempts at manual fitting, numerical optimization was decided upon as the best method
to determine if it was indeed possible to fit the experimental neutron scattering using the

proposed model Hamiltonian (Eq. (C.15)).

The numerical optimization method chosen to determine the values {7} is simulated
annealing. This method is closely related to the physical thermodynamic process of an-
nealing, which is the process of slowly cooling a system in order to allow the system to
enter its absolute ground state rather than becoming trapped in a local energy minimum.
This arises in the growth of single crystal material samples. If a molten sample of some
material that forms a crystal at low temperatures is cooled rapidly, it will form a disordered
polycrystalline sample when it solidifies. On the other hand if the sample is cooled slowly
it maintains equilibrium during the process and is able to locate its lowest energy state
forming large crystals.

4.1.1 The Metropolis Algorithm

Reference [48] presents an explanation of the simulated annealing method. The basis for
simulated annealing is the Boltzmann probability distribution for a system in thermal
equilibrium [48], which is given by

P(E) ~ exp (=E/ (ksT)), (4.1)

where P(FE) is the probability of a system being in a state with energy F, kg = 1.3806504 x
10723 J /K is the Boltzmann constant, and T is the temperature. This distribution expresses
the fact that even at very low temperatures there is a finite but small probability for the
system to be in a high energy state [4§]. This means that there exists a corresponding
chance of escaping a local energy minimum in order to find a “better” more global minimum
via a multistep process involving a high energy state [48]. The Metropolis algorithm [49]
provides a way for this principle to be applied to numerical simulations. This algorithm is
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based on the proposition that if the system is in a state with energy E;, the probability of
it transitioning to a state with energy Es is given by [4§]

p=-exp(—(Ey— Ey) /ksT). (4.2)

It can be seen that if Fy < FE4, this probability will be greater than 1. In this case, the
probability of the transition is simply set to 1 and the system transitions to the state with
energy Fs. In the case where the probability is less than 1, a pseudo-random number
generator (PSRNG) is used to generate a number in the range (0,1), if the generated
number is less than p, the transition is allowed.

4.1.2 The Effective Energy Function and Implementation of the
Metropolis Algorithm

For the determination of {7, } for YbyTisO7, the energy function used is in Eqn. (4.1)) is
given by

Eeg = Z ((COS<Q) + a4+ |Q]) — Sexp (Q) - A_S)z +A (96“8€e1 - QCW)Q ) (4.3)
Q

where S(Q) is the RPA neutron scattering intensity given by Eqn. (3.49)) for a specific
value of Q. Sexp (Q) is the experimental neutron scattering intensity at the same point in
reciprocal space and

AS =mean ((coS(Q) + c1 + 2| Q|) — Sexp (Q)) - (4.4)

The scaling factors cg, c1, and ¢y are used to relate the model neutron scattering intensity,
which is computed in arbitrary units, to the experimental neutron scattering intensity,
which is recorded in terms of number of neutrons counted. The |Q| term was found to be
important when comparing model and experimental neutron scattering cross sections in
Ref. [50]. The specific points in reciprocal space used in the sum over Q are marked by
the red lines in Fig.

oade! is the Curie-Weiss temperature of the model Hamiltonian, obtained by fitting a
straight line to the inverse powder susceptibility, x, computed at T'= 2.5 K and T" = 10 K,
the same temperatures used in experimental fits [20]. The value of fcw used in Eqn. (4.3))
is that of Ref. [20], 0cw = 0.75 K. The powder susceptibility is given by

1 1 w
X = gTr (Z beab(q =0,w= 0)) . (4.5)
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Figure 4.1: The quasi-elastic neutron scattering data at T'= 1.4 K used to determine the
form of the magnetic interactions in YbyTisO7, with the cuts of the (h, k, k) plane used in
the simulated annealing fit marked in red.

In this equation the sum over sublattices a and b, and the trace of the resulting 3 x 3 matrix
represent taking the powder average of the susceptibility, consistent with what was done
in experiment. The sum over a and b of x¥/(q = 0,w = 0) yields 4 times the single crystal
susceptibility, which is diagonal. Taking the trace of this result and dividing by 3 results
in the average of the susceptibility in all of the global cartesian coordinates, which is what
is recorded in powder susceptibility measurements because of the random orientations of
the powder grains. The value of A was chosen ad hoc to be 100000, in order to give this
term the same weight in the calculation of E.g as the neutron scattering term.

The following procedure is used to determine the values of {7,} and {¢,} = {co, 1,2}
that, when used in the model of Eqn. to compute the RPA neutron scattering, result
in the best fit to the experimental quasi-elastic neutron scattering data. First, a random
initial set of interaction energies {7, } and scaling parameters {c,} are chosen, along with
a beginning effective temperature Tog to start the process. We then proceed as follows:

1. Choose a parameter P from {J,} or {¢,} at random using a PSRNG.

2. Using a PSRNG once again, generate a random value in the range (—1,1). Multiply
this value by the maximum allowed step size for P and add this value to P to form
Pnew~
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3. Compute Feg using P and Py, yielding the values E1t and Efit.
4. Using E%* and E, compute p = exp ((ES — EN) /T.q).

5. If p > 1 set P = Ppeyw. If not, generate a random number z in the range (0, 1), if
2z < p, set P = Py, otherwise do nothing.

6. Return to step 1.

This process is repeated 4000 times for a given T.g, at which point T.s is lowered to
Ter/ (14 k), a process that is performed 100 times, leading to 400000 Monte Carlo steps
in total. This part of the process is known as the annealing schedule [48].

This process will not yield the absolute minimum FE.g, and thus the optimal values of
{J.} and {c,}, using one single annealing run, even if massive numbers of Monte Carlo
steps and a very slow annealing schedule are used. To account for this, the code was run
100 times in parallel using different random seeds for the PSRNG, to obtain a distribution
of results. The results of this process are discussed in the next section.

4.1.3 The Curie-Weiss Temperature Constraint and Additional
Refinement of Simulated Annealing Results

As discussed in Chapter [£.1.2] the second term of Eqn. (4.3) is proportional to the differ-
ence between the experimental Curie-Weiss temperature for YbsTisO7, cw = 0.75 K [20],
and the Curie-Weiss temperature of the model Hamiltonian, 83", This constraint is in-
cluded in order to impose the correct energy scale on the interactions determined using the
simulated annealing fit to the experimental quasi-elastic neutron scattering data, because

this energy scale is directly related to fcw.

Ocw in Ref. [20] is determined by fitting a straight line to experimental measurements
of the inverse powder magnetic susceptibility at temperatures between 7" = 2.5 K and
T = 10 K. The temperature axis intercept of this line is fcw. O3 is determined by
fitting a straight line to the inverse susceptibility calculated at T'= 2.5 K and T'= 10 K.
This simple fit was chosen in order to make the process of determining %3 simple and
computationally efficient in order to make the calculations run quickly. If computational
efficiency had not been an issue, a more ideal way to compute 08! would have been to
compute X;lid, the inverse susceptibility of our magnetic interaction model at the same

points at which X;}p, the experimental inverse magnetic susceptibility, was measured.
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If this method had been used, then we could have replaced the soft constraint imposed
on 0o via the second term in Eqn. (4.3), B> = A (6330 — HCW)Q, with a functionally

equlvalent term
= AD~ (X — Xoaas) - (4.6)

In this new new term, Xexp; and Xmod,; are the experimental and model values of the
powder magnetic susceptibility at specific temperature points indexed by the label . The
sum over ¢ indicates the sum over all of the temperatures at which the experimental powder
susceptibility is available. As the number of points 7 in E} increases, P(FEeg), which contains
the terms exp (—FE5/T) will look more and more like a delta function,

§ ({Xexpi}s {Xmoai})

, where {x;0,;} and {x;0q;} are the sets of all the points for which Xexp and Xmoda are
available. This delta function is equivalent to the delta function ¢ (QCW, 9m°del) because
the inverse powder susceptibility and Ocw are directly related. As the fit between {X;(lp’i}
and {Xy;éd,i} is further and further constrained by the increasing number of points, so is
the fit between fcw and 988\?91.

This discussion of using a constraint based directly on the inverse powder susceptibility
rather than on fcw is directly related to the issue of filtering the results of our simulated
annealing method. This filtering is required because the simulated annealing fit process
will result in a large cloud of points in {7, } space, not all of which are actually models that
fit the experimental neutron scattering pattern or fcw. This poor fitting occurs because
the constraints on 633" and S(Q) are soft constraints, meaning that these values are
allowed to vary in an attempt to minimize the global function E.g, and not fixed to the
precise values found in experiment by a delta-function like constraint. Fig. |4.2/shows S(Q)
for two sets of couplings, {J,}, the results of two different simulated annealing runs. One
of these sets of {J,}, matches S(Q)exp and fcw = 0.75 K [20] well, while the other fits
them poorly, with #%9de! = (.78 K. Such poorly fitting {7, } were eliminated from further
consideraction, Wlth any result where 6233 varied from 0.75 K by more than 0.01 K being
discarded. This stringent constraint is Justiﬁed by the previously explained argument,
whereby an improved method of fitting fcw, based on a fit to {Xexpl} would result in a

very stringent constraint on #%odel.
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Figure 4.2: S(Q) plotted for the sets of couplings, {J,}, resulting from two different
simulated annealing runs. One set of {7} yields 033! = 0.78 K, while the other yields
gmadel = (.75 K. It can be seen quite clearly that S(Q) for the set of {7, } with 8%de! = 0.75
K fits the experimental data much better than the set of {7,} with #3gle! = 0.78 K. Q;
denotes all of the points in the sum over Q in Eqn. (4.3) appended into a single set, as
they would be stored in our simulated annealing program.

4.2 Results

We now present the results of simulated annealing fits to the quasi-elastic neutron scattering
data collected by Prof. Rgnnow [31], discussed in Chapter Simulated annealing fits
were performed using two slightly different models. These two models are differentiated
by the CEF parameterization used to compute the single ion susceptibility in Eqn. (3.55)).

Each of the two sets of simulated annealing fits resulted in a cloud of points in {J,}
space. As previously discussed in Chapter 4.1.3] some of these points are not in fact good
fits to the experimental neutron scattering data and/or the experimental value of Ocw
used in the optimization, Ocw = 0.75 K [20], due to the model becoming trapped in a local
minimum of E.z. These poorly fitting points were discarded for both fits with any result
where Gow™*% varied from 0.75 K by more than 0.01 K being discarded. The resulting
points are displayed in {J,} space for both the CEF of Hodges et al. [20] and Cao et al.
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[19] in Fig.[£.3] As can be seen, both CEF parameterizations result in tight clusters in {7, }
space. The average values of these clusters are marked by the crossing points of the three
red lines (in J1, J2, J3). The exact values of these points for both CEF parameterization
used are reported in Table [4.1]along with uncertainties of 1 standard deviation.

Table 4.1: Average values of the coupling parameters {7, } resulting from simulated an-
nealing. The indicated uncertainties correspond to one standard deviation.

CEF Parameterization T T2 T3 Ja
Hodges et al. [20] 0.100 £ 0.005 K|0.202 + 0.003 K|0.166 £+ 0.006 K |0.001 £ 0.004 K
Cao et al. [19} 0.061 £ 0.003 K|0.171 +0.002 K|0.139 £+ 0.004 K |0.001 £ 0.003 K

Using the relationship between { 7.} = {Jising: Jisos Jpd, Jom }, and{7, }, discussed in
Chapter and Appendix [C.2] we can rewrite the coupling values of Table [4.1]in terms
of {J.}, obtaining the results in Table This notation will be used from now on.

If we examine the coupling values of {J.} we can see that the largest term in both sets
of {J.} is the local Ising term Jising, Which is very interesting as it is in direct opposition
to the planar nature of the ground state doublet of the both CEF parameterizations. The
other three couplings are similar in magnitude, being approximately one quarter of the
value of Jiing. It is interesting to note that the negative sign of J,q in Tables and
4.3 would correspond to physical, as opposed to unphysical, dipolar interactions, if this
interaction were the long-range magnetic dipolar interaction. Finally it is interesting that
Jpwm is on the order of the other couplings. The DM interaction arises as a perturbative
term due to spin orbit coupling in magnetic materials [51] and because it arrises due to
perturbation theory, it is expected to be quite small. Recent work by Onoda et al. [52] 53]
has shown that is indeed possible for values of the DM coupling on the order of those found
here to exist in the case of YbyTi07. This work is discussed further in Appendix [H]

The black dots in Fig. mark chosen values for direct comparison of the model results
to experiment, and whose specific values of {7.} are given in Table . Exact rather than
average values are used as precise scaling parameters {c,} are required for comparison
between model and experiment (reported in Table , and averaging these would lead to
a poor fit. The scattering in the (h, k, k) plane generated by the two models in Table are
shown in Fig. [4.4[a,b). Examining the RPA scattering for both models it can be seen that
they successfully reproduce most of the features of interest in the experimental data shown
in Fig. [4.4(d), including the [1, 1, 1] rod of scattering, the rod-like feature between (2,2, 2)
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Figure 4.3: The refined results of simulated annealing optimization for the CEF parame-
terizations of (a,c) Hodges et al. [20] and (b,d) Cao et al. [19]. It can be seen in (a) and
(b) that the refined clusters are quite small in {J,} space. The red lines illustrate the
location of the average value of the cluster, given in Table [4.1] Panels (c) and (d) show
closer views of the clusters. The red lines once again mark the average value of {7,} for
the cluster, with the small black dots showing one standard deviation in each of Ji,75,
and J3. Jy is omitted from this treatment as it is shown on the colour scale and its range
is small. The large black dots in panels (c¢) and (d), highlighted by arrows, indicate the
simulated annealing results that have been selected for direct comparison to experiment.
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Table 4.2: Average values of the coupling parameters {J.} computed from the values of

{J,} in Table [4.1]

CEF Parameterization Jising Jiso Tpd JpMm
Hodges et al. [20] 0.80 £ 0.02 K{0.223 +0.003 K|—0.289 £ 0.009 K|—0.267 £ 0.009 K
Cao et al. [19] 0.75 £ 0.02 K|0.181 £ 0.002 K|—0.259 £+ 0.006 K|—0.248 £+ 0.006 K

and (0,0,4), and the intensity around the point (2,2,0). It is also interesting to note that
neither model reproduces the feature centred around (2.25,2.24, 3.5). This means that the
model has successfully postdicted the fact that this feature is not magnetic in origin, as
discussed in Chapter [1.6] Figure [{.4|c) shows the result of attempting the reproduce the
experimental data using only isotropic exchange (Jising = Jpa = Jpm = 0), with strength
Jiso = 0.06 K, determined from a single parameter fit to match Ocw = 0.75 K [20, B1]. It
can be seen quite clearly that this model fails to reproduce any of the features of interest
in the experimental data.

Table 4.3: Selected values of {7.} for comparison of model neutron scattering to exper-
iment. These sets of {J.} are taken from near the centre of the cluster of the results of
simulated annealing optimization shown in Fig. {.3] Ocw for the models, computed using
the method given in Chapter {4.1]is also shown.

CEF Parameterization|  Jising Jiso Jpd Jom OCcW model
Hodges et al. [20] 0.808767 K[0.0.223796 K|—0.289994 K|—0.267714 K |0.750093 K
Cao et al. [19] 0.755082 K| 0.180150 K |—0.258359 K |—0.247568 K|0.753445 K

Figure [4.5| shows a quantitative comparison of experimental and model neutron scat-
tering data at T" = 1.4 K for both models in Table [4.3| and the simple isotropic exchange
model. This comparison allows us to see that both models are not only excellent qualita-
tive fits to the experimental neutron scattering pattern, as seen in Fig. [4.4] but are also
excellent quantitative fits to experimental neutron scattering intensities. This is in contrast
to the isotropic exchange model, which is confirmed to be a very poor fit to experiment
despite separate annealing to determine the best possible set of coupling parameters {c, }
for this model. This poor fit occurs despite this separate annealing because the neutron
scattering pattern of the isotropic exchange model is so fundamentally different from that
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Figure 4.4: Quasi-elastic neutron scattering computed at T" = 1.4 K for the models in
Table [£.3] Panel (a) shows the neutron scattering for the coupling parameters obtained
using the CEF of Hodges et al. [20]. Panel (b) shows the neutron scattering for the
coupling parameters obtained using the CEF of Cao et al. [19]. Panel (c) shows the
neutron scattering generated by a model using only isotropic exchange (Js, = 0.06 K) and
long-range dipolar interactions. Panel (d) shows the experimentally obtained quasi-elastic
neutron scattering at 7= 1.4 K of Ref. [31] for comparison.
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of experiment that even the optimal combination of {¢,} that minimizes F.¢ results in a
poor fit to experiment. Fig. does appear to show a good fit between the neutron scat-
tering of the isotropic exchange model and experiment. This occurs because the cut along
(h,0.05,0.05) in reciprocal space passes through a region of the neutron scattering pattern
where there are no magnetic features, and only background noise, in both experiment and
the scattering of the isotropic exchange model. This means that the data in Fig. (a)a
does not actually represent any kind of agreement between the isotropic exchange model
and experiment, it only shows that we can match the background noise level.

Table 4.4: Values of the scaling parameters {c, } for the two sets of couplings {J. } reported
in Table that are required for quantitative comparison of RPA neutron scattering
calculations to experiment.

CEF Parameterization Co c1 Co
Hodges et al. [20] 38.625395 | 1700 | 13.406493
Cao et al. [19] 39.181870 | 1700 | 20.618574

The result of all of these comparisons is that we have two potential models, one for
each of the CEF parameterizations used that are capable of explaining the features seen
in the experimental paramagnetic quasi-elastic neutron scattering data.

Now we must place some constraints on our results. These constraints arise from the
use of the RPA, specifically the assumptions about the energy resolution. More rigorous
calculations of do/d€2(q) using x (q,w) and then integrating over a finite range of dw were
performed by Dr. Paul McClarty. These calculations [31] found very similar, but not quan-
titatively identical, scattering patterns in the (h, k, k) plane to those in Fig. [4.4|(a,b). This
indicates that some small changes in {J.} would be evident if the simulated annealing fit
were to be performed using exact integration over the same energy range measured by the
detectors in the experiment. In addition to this, when using the RPA to perform calcula-
tions it is important to consider the possible presence of correlations due to the proximity
of a phase transition and not just magnetic interactions. Our calculations were performed
at T'= 1.4 K, which as previously discussed, and noted in Ref. [31], is approximately five to
six times the reported temperature of the phase transition in YbeTisO7, T, ~ 214 mK [16],
and twice the experimentally reported value of Oqw = 0.75 £+ 0.05 K [I8, 20]. Given this
proximity to the observed phase transition some correlation effects, due to the divergence
of the correlation length near the phase transition, are to be expected. If the effects of these
correlations related to the phase transition were to be accounted for, some change in the
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Figure 4.5: Panels (a) through (j) show cuts through the (h, k, k) plane in reciprocal space. The
blue dots show the experimental paramagnetic quasi-elastic neutron scattering at T = 1.4 K.
The solid red lines show the results of RPA calculations of the quasi-elastic neutron scattering at
T = 1.4 K using the set of couplings {J.} shown in Table for the CEF parameterization of
Hodges et al. [20] (model #1). The solid green lines show the same calculation, but using {J.}
obtain using the CEF parameterization of Cao et al. [19] (model #2). The black dashed line
shows the result of RPA calculations using only isotropic exchange (Jiso = 0.06 K) discussed in
the text. Panel (k) shows a map of the (h, k, k) plane, indicating the positions of all of the cuts
in panels (a) through (j). 61



values of {J.} determined using the current method would be expected, possibly on the
order of 1/ (T — Ocw)? ~ 25%, the leading correction to the high temperature expansion
of x(q) [31]. Despite these constraints, the RPA calculation of do/dQ(q) will generate a
unique scattering pattern in the (h,k, k) plane for a given set of couplings {7.}, so the
variation of the couplings when these constraints are taken into account should be on the
order of one [31]. The overall energy scale of the couplings {7.} also cannot change drasti-
cally due to the imposition during the simulated annealing fit that 033" must match that
found in experiment, placing a constraint on the energy scales of the interactions. The net
result of these constraints and the assumption of bilinear exchange discussed earlier is that
the Hamiltonian we find to describe the magnetic interactions in YbyTisO; will capture
the important elements of the low temperature physics of YbyTisO7. It will not capture
the physics of YbyTisO7 at large energies, on the order of the CEF splitting.

RPA calculations can also provide us with other interesting properties of our model
Hamiltonian; those being the RPA transition temperature Trpa and the ordering wave-
vector. Tgpa is determined by lowering the temperature at which the neutron scattering
is computed until the scattering cross section becomes negative for some point in q space.
The temperature at which this occurs will be directly proportional to the largest eigenvalue
of J (q) anywhere inside the first Brillouin zone. The mean field ordering wave-vector is
the point q at which the largest eigenvalue occurs E| By searching over the first Brillouin
zone, we find that both models yield q = 0 order, with values of Trpa ~ 1.17 K.

2 The mean field free energy of a system, F' ({m¢}), is a function of {m¢}, the set of all of the vector
order parameters m¢ for all of the sites on the pyrochlore lattice [54], [55]. If we then Fourier transform
the free energy into momentum space, it takes the from F ({m®(q)}), where {m®(q)} are the Fourier
transformed order parameters. Then, in order to diagonalize the Fourier transformed interaction matrix

Eub (q), {m®(q)} must be transformed into normal mode variables, whose amplitude are denoted ¢g,
where a and p label the normal modes [54]. The quadratic term in the free energy expressed in terms of
these normal mode amplitudes (Eqn. 10 in Ref. [54]) is given by %qua# [nT — X2 (q)] |92 p|?, where n is
the dimension of the spin (n = 3 for Heisenberg spins), T is the temperature, and Al (q) are the eigenvalues
of the Fourier transformed interaction matrix. From this result it can be seen that if the coefficient of one of
the normal mode amplitudes becomes negative, the value of the normal mode amplitude which minimizes
F ({m“(q)}) will become non-zero, and the system will order. The highest temperature at which the
coefficient for one of the normal mode amplitudes becomes negative will correspond to the largest A (q)
inside the first Brillouin zone, and the mean field ordering wave-vector is the wave-vector q at which this
eigenvalue achieves its maximum value.
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4.3 Summary

In this chapter we have used fits to experimental quasi-elastic neutron scattering pat-
terns to determine the strength of the four symmetry allowed bilinear exchange terms in
our model of the magnetic interactions inYbyTisO7. Quasi-elastic neutron scattering is
used to determine the form of the interactions because it is directly related to the in-
teraction driven correlations between the magnetic moments in YbyTisO7. In order to
compute the quasi-elastic neutron scattering from our proposed model, we use the ran-
dom phase approximation (RPA) and compared RPA neutron scattering and experiment
using a simulated annealing process to determine optimal strengths of the various bilinear
exchange terms. The results of this simulated annealing show that a model containing
anisotropic nearest-neighbour bilinear exchange and long-range magnetic dipolar interac-
tions can successfully reproduce the important features seen in the experimental quasi-
elastic neutron scattering. The model that we obtain consists of nearest-neighbour local
[sing exchange, nearest-neighbour isotropic exchange, nearest-neighbour pseudo-dipolar
exchange, and Dzyaloshinskii-Moriya exchange. We find that nearest-neighbour local Ising
exchange is the strongest term in our model for Yb,Ti;O7, being approximately four times
the strength of the other three exchange terms. We also find that Dzyaloshinskii-Moriya
exchange is abnormally large in our model.
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Chapter 5

Real Space Correlations

In Ref. [40] it was proposed that the rod-like features in the paramagnetic quasi-elastic
neutron scattering discussed in the previous chapter arise from two-dimensional correlations
within the kagome planes that make up the pyrochlore lattice. This is because neutron
scattering is a probe magnetic correlations between the elements of the magnetic moments
J perpendicular to the scattering wave-vector Q. If we have a system with magnetic
correlations in some direction r, with characteristic length v, then the neutron scattering
cross section in a direction Q | * will exhibit a peak around Q = 27 /v, as shown in
Fig. (a). If there are no correlations along a given Q, the neutron scattering along
that direction in reciprocal space will consist only of background scattering, as shown in
Fig. [5.1(b). If correlations exist in two dimensions, but not in a third, these two types of
scattering will be superimposed, as shown in Fig. [5.1], resulting in a rod of scattering in
reciprocal space.

Now that we have determined two sets of magnetic interactions for YbsTisO; that
successfully reproduce the neutron scattering pattern seen in experiment, we can test
whether this pattern does in fact arise from two-dimensional correlations as suggested
in Ref. [40], by actually computing the spin-spin correlation function along several high

symmetry directions of the pyrochlore lattice within the random phase approximation
(RPA).

64
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Figure 5.1: Panel (a) shows the neutron scattering intensity along Q in reciprocal space,
arising from real space magnetic correlations along r || Q, with characteristic length ~.
Panel (b) shows the neutron scattering intensity when there are no such correlations.
Panel (c¢) shows the rod of neutron scattering intensity in 3D reciprocal space that arises
from the superposition of correlations in two directions, i.e. two-dimensional correlations.
Panel (d) shows the plane of neutron scattering intensity in 3D reciprocal space that arises
from correlations in one direction in reciprocal space, with the black arrows showing the

directions in which the plane extends.
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5.1 Computing the Real Space Correlation Function
in the Random Phase Approximation

In order to compute the real space correlations, we return to the RPA. We saw in Chapter
that there is a direct relationship between the wave-vector dependent susceptibility and the
correlation function (J' ’“JJI-7 "), This means that it is possible to extract the real space cor-
relation function (J' ’“J;-’ ") from the RPA susceptibility. The specific relationship required
for this calculation can be shown in the following manner. We start from Eqn. ([3.43))

1

X (Q10) 0 o (S (Q10) = St (Q.0)

1 . a a,u 7b,v . a a,u U
X T (Zexp (2Q~ (Ri — R;’)) (J; le; ) — Zexp (ZQ~ (Ri — R;’)) (J; ><Jjb >> )
i.j i\j
By taking the inverse Fourier transform of this equation, we obtain the result
<J;1,UJ;),U> X / exp (—ZQ . (Rf - R?)) XZ:Z <Q7 0) dQv (51)
BZ

where the integral over dQ is taken over the first Brillouin zone of the FCC lattice. If we
take one of the moments to be at the origin, by setting ¢ = 0, a = 1, we can vary j and
b to determine the R?]’? dependence of the real space correlations along different directions
in real space. This integral is performed using Monte Carlo integration. We choose to
compute two quantities using this method:

S = [ exp (~iQ- (RE - R}) n2y (@ 0)dQ (52)

which is proportional to (J¢ - J%), and

Su(r) = /B o (-iQ- (R - RY)) (60— Q@) i3 (Q.0)dQ. (53

which is directly related to the inverse Fourier transform of the neutron scattering cross
section. Now that we can compute the real space correlation functions from the wave-vector
dependent susceptibility, it is a simple matter to use the RPA method of Chapter to
compute the wave-vector dependent susceptibility in the RPA and use this to compute the
real space magnetic correlation functions.
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5.2 Results

Using the set of anisotropic exchange couplings for the CEF parameterization of Hodges
et al. from Table , we have computed the real space correlation functions S(r) and
S, (r) along three high symmetry directions of the pyrochlore lattice. We feel justified in
computing these correlations using only one of the two models obtained in Chapter |3| as
the scattering patterns generated by the two models are almost indistinguishable. As the
scattering cross section is directly related to the magnetic correlations this means that the
real space correlations generated by the two models should also be essentially indistinguish-
able. The three high symmetry directions are [011], a nearest-neighbour chain direction,
[121], a second nearest-neighbour direction, and [111], a cubic unit cell body diagonal di-
rection, perpendicular to one of the kagome planes in the pyrochlore lattice. As our model
does not break any of the symmetries of the pyrochlore lattice, all symmetry equivalent
nearest-neighbour chain directions, second nearest-neighbour directions, and (111) cubic
body diagonal directions will display identical magnetic correlations. This means that we
need only compute the real space correlations along one example of each of these high sym-
metry directions. This symmetry of the correlation function was checked by computing
the real space correlation functions along various symmetry equivalent directions on the
pyrochlore lattice, and it was found that the correlation functions behave identically along
symmetry related directions. These high symmetry directions are shown in Fig. 5.2

The results of our calculations, performed at 7' = 1.4 K are shown in Fig. [5.3] There,
it can be seen that both correlations functions, S(r) and S, (r), behave in similar man-
ners as a function of distance. As the distance from the origin increases, the correlations
functions decay in an exponential-like manner with the three directions splitting into two
groups in terms of the strengths of the correlations. The strongest correlations are found
along the nearest-neighbour chain direction [011], for both S(r) and S, (r). Perhaps most
interestingly, the correlation functions S(r) and S| (r) have very similar values along the
second nearest-neighbour direction [121] and cubic body diagonal direction [111].

In the case of two dimensional correlations within the kagome planes, we would naively
expect a three way, rather than two way splitting of the correlation functions S(r) and
S, (r). This is based on the fact that any nearest-neighbour chain within the pyrochlore
lies in two of the kagome planes that make up the pyrochlore lattice, as illustrated in
Fig. 5.2 The second nearest-neighbour directions of the pyrochlore lattice lie within only
one of these kagome planes, and the cubic unit cell body diagonals are not parallel to any
kagome planes. The fact that the nearest-neighbour directions lie in two kagome planes
means that if we had correlations within the kagome planes, but not between them, the
correlations along nearest-neighbour chains would have contributions from the correlations
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Figure 5.2: High symmetry directions of the pyrochlore lattice. [011] (red) is one of the
nearest-neighbour chain directions of the pyrochlore lattice. [121] (green) is one of the
second nearest-neighbour directions of the pyrochlore lattice that lies within the horizontal
kagome plane shown. [111] (blue) is one of the cubic unit cell body diagonal directions
of the pyrochlore lattice. Two of the kagome planes that can be used to construct the
pyrochlore lattice are shown.

within two kagome planes. This would make these correlations stronger than the correla-
tions along the second nearest-neighbour directions, which would have contributions from
only one kagome plane. In addition the correlations along the second nearest-neighbour
directions would be stronger than the correlations along the cubic unit cell body diag-
onals because they are parallel to no kagome planes. This is not consistent with the
two-way splitting we observe in S(r) and S (r) computed from our model. We therefore
conclude that two dimensional correlations within the kagome planes in the pyrochlore
lattice are not the source of the rods of neutron scattering intensity in YbyTisO. Instead,
if we return to Fig. and examine the correlation function S(r), we can see that the
strongest correlations are along the nearest-neighbour chains. Based on this observation
we conclude that the rods of scattering somehow arise from the superposition of strong
correlations along all of the nearest-neighbour chains that make up the pyrochlore lattice.
If the correlations were only along parallel chains, YbyTi,O; would exhibit planes of scat-
tering, as shown in Fig. [5.1{(d), resulting from a superposition of the scattering resulting
from correlations in one direction, and no correlations in two others. However, according
to our model the correlations along all of the nearest-neighbour chains are the same. If
these chains were orthogonal, it would lead to “spots” in the neutron scattering intensity,

68



arising from the superposition of correlations in three dimensions. Instead the pyrochlore
lattice geometry somehow results in the superposition of nearest-neighbour chain correla-
tions leading to rods of neutron scattering intensity. This model of isotropic correlations
along all nearest-neighbour chains within the pyrochlore lattice should be equivalent to
isotropic correlations between the spins, as would be found for a Heisenberg ferromagnet
on the pyrochlore lattice. Interestingly, preliminary investigations of the Heisenberg ferro-
magnet on the pyrochlore lattice, discussed in Chapter [7] also find rod-like features in the
paramagnetic quasi-elastic neutron scattering.

We have also computed the correlation lengths of S(r) along the three high symmetry
directions of the pyrochlore lattice by fitting the correlations in Fig. (a) to the function
aexp (—|r|/7.). Along the nearest-neighbour chain direction [011], the correlation length is
Y. = 3.840.3 A. Along the second nearest-neighbour direction [121], the correlation length
is v, = 3.4 4 0.6 A, and along the cubic unit cell body diagonal the correlation length is
Ye = 3.240.5 A. These correlation lengths are not significantly different from one another,
which is strange given that the correlation function magnitudes show such clear separation
between nearest-neighbour chain directions, and the other high symmetry directions.

——[011]
[121]
—a-[111]

10 0 10

5 5
a r/Thn b T /Tan

Figure 5.3: Figure reproduced from Ref. [31]. Real space correlations functions S(r) (a)
and S, (r) (b), computed at T' = 1.4 K, plotted along three high symmetry directions of
the pyrochlore lattice.

One other possible method to examine the real space correlations is to look at neutron
scattering in planes perpendicular to the [111] rod, as shown in Fig. [5.4 The scattering
in these planes is computed using the same model Hamiltonian as used to compute the
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real space correlation functions, described by the set of couplings {J.} from Table for
the CEF parameterization of Hodges et al. [20]. In Fig. we can see that the rods
have a distorted triangular cross section, being widest along the [121] symmetry related
directions, due to the presence of the other symmetry related (111) rods and other features
in the scattering. This cross section is consistent with our calculations of the real space
correlations. The width of the rod in a given direction in reciprocal space is inversely
proportional to the correlations in that direction in real space. This means that if the rod
is wide in a certain direction, it is expected that the correlations in that direction will fall off
more quickly than in directions where the rod is narrower. As we can see in Fig. [5.4] the
rod is wider along the [121] symmetry related second nearest-neighbour directions than
along the [011] symmetry related nearest-neighbour chain directions. This is consistent
with the correlations along the [121] symmetry directions being weaker than those along
the [011] symmetry related directions. Based on this logic, if the rods of scattering intensity
were indeed due to isotropic correlations in the kagome planes, we would expect the rod
to be perfectly circular in cross section. Therefore these neutron scattering plots provide
further evidence that correlations within but not between kagome planes is not the correct
explanation of the rods.

5.3 Summary

To summarize, we have calculated the real space correlations that result from our model
of anisotropic nearest-neighbour bilinear exchange along high symmetry directions of the
pyrochlore lattice. Ref. [40] suggested that the rods of scattering intensity in YbyTi,Or
arise due to correlations within, but not between, the kagome planes that make up the
pyrochlore lattice. The results of our calculations are not consistent with this picture.
Instead we find that the rods arise due to strong correlations along all of the nearest-
neighbour chains in the pyrochlore lattice.
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(0.5,0.5,0.5)

(1.0,1.0,1.0) (1.5,1.5,1.5)

Figure 5.4: RPA Quasi-elastic neutron scattering computed in three planes perpendicular
to the direction [111] in reciprocal space, passing through the points (0.5,0.5,0.5),(1,1,1),
and (1.5,1.5,1.5). The high symmetry directions [011] (red), [121] (green), and [111] (blue)
are shown.
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Chapter 6

The Local Susceptibility

Now that we possess a pair of Hamiltonians that can successfully reproduce the para-
magnetic quasi-elastic neutron scattering of YbyTisO7, we wish to obtain an a further
confirmation that our models correctly describe the magnetic interactions in YbyTisO7.
In order to do this, we require an experimentally measurable property of YbyTisO7 that
depends on the magnetic interactions between Yb?*" ions and that we can compute using
our model. The quantity that we choose for comparison between experiment and model
results is the local susceptibility, x,. The local susceptibility was discussed briefly in Chap-
ter [I, where the recent works in which measurements of this quantity were reported and
discussed, Refs. [19] 34, [37], were summarized. In this chapter we discuss what Y, is, and
how it is measured in experiment. We will also present calculations of y, based on the
anisotropic exchange Hamiltonian found for YbsTisO7 in Chapter [3]

6.1 Definition of the Local Susceptibility

In magnetic materials the bulk susceptibility y is defined as x = 2%, the change of the of

OH °
the system magnetization M with respect to an external magnetic field H. In a full three
dimensional system, y is actually a 3 x 3 tensor, with elements x"“* = %J‘g: , where v and v

index the global cartesian components of M and H, respectively the vector magnetization
and external magnetic field. The bulk magnetization describes the response of the average
moment of a magnetic system to an external field. The average moment is the sum of
all individual magnetic moments divided by the total number of moments. The local
susceptibility can also be defined. It describes the response of a single magnetic moment,
M,, to the external field, via the equation M, = X,H, where ¥, is x, expressed in the
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global coordinates. The relationship between x, and , is given by X, = ogﬂxaog’aT, where
0y o 18 the transformation matrix from the local coordinate system at sublattice site a given
in Table to global cartesian coordinates. The relationship between the bulk and local
susceptibility is given by y = NL > 4 Xa» Where the sum is over all sublattice sites, and N
is the number of sublattice sites. If ), is the same for all sites on the lattice, then this
relationship simplifies to x = x,. If on the other hand %, is not the same for all sublattice
sites, the sum over the sublattice sites can lead to the bulk and local susceptibilities having
very different properties.

In the case of the rare earth pyrochlore oxides, particularly YbsTisO7, the crystal struc-
ture is formed of a tetrahedral sublattice structure on an FCC lattice. At each sublattice
site, the CEF imposes a different asymmetry on the magnetic moments, leading to an
inequivalence of x and X,. In the case of YbyTi;O7, the magnetic moments prefer to lie
in easy planes (see Fig. [1.4). This means that the components of y, will be greatest in
these planes, but the sum over all of the sublattices will be completely isotropic, and thus
measurements of the bulk susceptibility cannot access any of the easy plane physics in this
material. If we define x, in terms of the local coordinate systems defined in Table [I.3]
then in zero magnetic field, x, has two components, x| and x., and is of the form

xt 0 0
Xa = 0 XL 0 . (61)
0 0 XH

In global coordinates, , is different at each sublattice site. If we choose sublattice one,

then it has the form
X101 Xi2 Xi3
Xa = Y2,1 Y2,2 Y2,3 : (6-2)
X31 X32 X33

In the case of local easy planar symmetry X;; = Xa5 = X33, and X12 = X153 = X21 =
X23 = X31 = X32- Lhe relationship between the components of the local susceptibility in
these two representations is x1 = X3 1 — X2 and x| = X171 +2X; 2. These four relationships
can be found quite simply by, applying the rotation matrices oj; , to Eqn. .

Now that we have defined the quantity we wish to compute, we can look at how it is
measured in real materials. This is done by using the results of polarized neutron scattering
measurements, following the method of Gukasov and Brown laid out in Ref. [35]. As already
stated, , is the quantity relating the magnetic moment at a single sublattice site to the
external field, that is M, = X,H. The same holds for all sublattice sites, meaning that
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for another sublattice site, b, M, = X, H. The local susceptibility at these two sublattice
sites are, following Ref. [35], related by the equation %, = Ryaf{—l. R is the rotation
matrix component of the space group symmetry operation connecting the two sublattice
sites, {R : t}, and t is the translation vector between the sites.

If we start with an atom at position r,, then we can construct the position dependent
magnetization as

ZRPX& 1Hp<r—Rra— ) (6.3)

where p(r) is the distribution of the magnetic moment about the lattice site. The sum
over p is the sum over all N, symmetry operations for the space group that describes the
lattice. Fourier transforming this equation yields [35]

M (g ):—f ZRanR Hexpiq - (R ra—f-t) (6.4)

where f(q fo exp (tkr) 4wr?p (r) dr, assuming spherical symmetry for p(r), is the
magnetic form factor. N, is the number of operators ¢ for which R,r, +t, = r, and
N, /N, is the multiplicity of the lattice site a [35].

Next we examine the form of the equation for polarized neutron scattering intensity
[35]
I(q) = N?*+2Py- (N'M| + N"M') + M?, (6.5)

where N = N’ +iN" is the nuclear structure factor and Py is the polarization vector [35].
M, = M| +iM! =qxM(q) x qis the component of the reciprocal space magnetization
perpendicular to the scattering wave-vector q [35]. This equation directly relates the
reciprocal space magnetization M (q) and the polarized neutron scattering I (q), so that
it should be possible to extract one from the other.

According to Ref. [35], the actual quantity measured in experiments used to determine
Xa 18 the polarized neutron scattering flipping ratio R = I /I~. I"(q) and I~ (q) are
the scattering intensities for neutrons polarized parallel and anti- parallel to the external
magnetic field. The ratio R can be directly related to x, using Eqns. (6.4) and (6.5)). Using
numerical refinement methods it is then possible to vary the components of x, until the
flipping ratio for multiple points in reciprocal space have been matched and thus determine
the form of x, [35].
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6.2 Calculating the Local Susceptibility

The obvious method of choice for computing the local susceptibility for YbyTisO7 from
our model is the random phase approximation (RPA), as discussed in Chapter [3.3] If we
were to use this method, %, is given by

Xa" =) X (@=0,w=0), (6.6)
b

where Y¢ (q = 0,w = 0) is the wave-vector dependent RPA susceptibility at q = 0, defined
in Eqn. (3.61]). The global susceptibility is given by

Xuv _ %Z%uv‘ (67)

This allows for the direct calculation of the bulk susceptibility y using the RPA methods
of Chapter

Unfortunately the method of Chapter and the CEF states of Appendix [A] do not
account for an applied magnetic field. In Ref. [19] it is explained that x, is in fact measured
in a 1 T field applied along the [110] direction. This field is large so calculations performed
in zero field will not be valid for comparison to experiment. It is possible to perform RPA
calculations of the local susceptibility using CEF states diagonalized in the presence of the
1 T field along [110], but this will yield the change in the local moment due to a small
perturbing field applied in addition to the 1 T field. The quantity measured in experiment
on the other hand is the change in the local moment due to the entire applied 1 T field.
This difference between the RPA susceptibility and the experimentally measured quantity
means that we cannot use the RPA susceptibility to compute y,. What we must actually
compute is the expectation value of the magnetic moment at each sublattice site. Dividing
this value by the applied magnetic field will yield magnetic susceptibility in units of pug/T
due to the entire applied field, and not just a weaker applied field superimposed on the 1
T field. All of the measurements of y, were collected well above the temperature of the
phase transition in YboTi,O7, T, ~ 220 mK, so the expectation value of the moments will
be zero when there is no applied field, and thus it is valid to assume that any moment
found is due to the presence of the field. To calculate the the expectation value of the
magnetic moment at each sublattice site we choose to use a mean field method.

The strong [110] field also introduces a second problem; it breaks the symmetry of
the pyrochlore lattice, and splits the doublet ground state of YbyTi,O7. This means that
some of the assumptions made in Chapter |6.1]about the form of the local susceptibility are
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incorrect. Specifically, the assumption of Ref. [19] that the local susceptibility expressed in
local coordinates is the same at each sublattice site, is now incorrect. This occurs because
the field splits the lattice into two types of nearest-neighbour chains, known as a and
chains, parallel and perpendicular to the applied field respectively. These chains are shown
in Fig.[6.1l This assumption does not affect our calculations because we are not performing
a fit to experiment, but rather an independent calculation based on our model, of y, at
each sublattice site, with no assumptions about the form of this quantity,

Figure 6.1: The tetrahedral sublattice of the pyrochlore lattice, s_})lowing the local Z axes
(red arrows) and the direction of the applied [110] magnetic field B (yellow arrow). The «
and S chains parallel and perpendicular to the applied field are labeled.

To calculate the local susceptibility using the more correct mean field method, we
compute the moments at each sublattice site in a local mean field theory. This local
mean field calculation was performed by diagonalizing the CEF matrix in the presence of
a magnetic field, in a similar manner to that used to obtain the CEF states in Appendix

ps]
The interactions between the magnetic moments J¢ are handled in the following man-

ner. The interaction between two components of nearest-neighbour ions J¢ and J? is
expanded in terms of expectation values as [3§]

JEUT = JECTE) A (T = 20T () + (I = () (7 = (7)), (68)

where (J*) is the expectation value of the u component of the angular momentum operator
J¢. By dropping the final term of this equation, the fluctuation term, we obtain a decoupled
mean field equation. This allows us to treat the interactions between the lattice sites i, a
and j,b as an effective field. The u component of the resulting interaction field at site 7, a
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due to the v component of J]l-’ is then given by
fer = T, (6.9)

where J is whatever combination of coupling terms in {.7.} governs the interactions be-
tween these two spin components. The total interaction field at site i, a is then given by
summing over all of the nearest-neighbours j,b and components v. hf g is then used in
the mean field interaction portion of the Hamiltonian

Hint,MF(i,a) =-J7- Zeﬁ“- (6.10)

Single ion wave-functions |v), at each lattice site i, a are then determined by diagonal-
izing Hur = Y, Hur (i, a), where the sum over 4, a represents the sum over all pyrochlore
lattice sites. The combination of the CEF, applied magnetic field, and interaction leads to
three terms in Hyp

Hwir = Hes + Hy + Hing v, (6.11)

where H is the crystal field term, discussed in Appendix @, Hip mr 1s the mean field
interaction Hamiltonian, and Hy is the Zeeman interaction term, given by

Hy; =Y —ppgs Y I B. (6.12)

(Jo) is then given by

Tr (J* exp (—BHwr (i,a)))
Z Y
where Z = T'r (exp (—fSHwr (7)) is the partition function. Repeated diagonalization of
Hyr on a 16-site unit cell using periodic boundary conditions [3§] refines the values of
(Je) until they no longer change by a significant amount after each step. The resulting
value of (J#) is used to determine the components of x,. The use of a 16-site unit cell
is justified by our findings in Chapter [3} that the mean-field ordering wave-vector of these
models is q = 0 [38]. This process was performed over a range of temperatures to produce
data for comparison to experiment. These calculations of y, using the mean field method
were performed by Dr. Paul McClarty, and we are very grateful for his contribution.

(Jev) = (6.13)

6.3 Results

If we compute Y, using only the CEF parameterizations of Refs. [19] and [20], and not
interactions, we obtain the results shown in Fig.[6.2] In Fig.[6.2]it can be seen quite clearly
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that the values of x fit the experimental data well despite a lack of magnetic interactions.
This CEF only model is successful in fitting y, except at the lowest temperature point
T = 2 K, where the model data falls below the experimental data point. The model values
of x on the other hand are seen to be quite different from both experiment and each other.
The calculations of x| based on the CEF parameterization of Ref. [19] fit the experimental
data in the range T' = 20 — 70 K, but the fit fails at both high and low temperatures. The
calculations based on the CEF parameterization of Ref. [20] do not fit the experimental
values of x| well at any temperature and because of this poor fit we discard this CEF
parameterization from further comparison to experiment. x| for sublattices 3 and 4 is not
shown because this quantity is zero. This is because in the § chains (see Fig. , the
applied field polarizes the magnetic moments along the field, and in the easy plane of the
ground state doublet, so there is no component of the moment along the local z axis with
which to compute x.

o Experimental XH o Experimental x”
AN o E><p‘-:‘n'mental)(L ok o Experimental Xy
10° B \\ Sublattice 1 &2 CEF X, 107 B Sublattice 1 &2 CEF x
___Sublattice 1 &2 CEF x, __Sublattice 1 &2 CEF x
Py \Z\S\ _ _ _Sublattice 3 &4 CEF x, —_— _ _ _Sublattice 3 &4 CEF x
S~ ~—
gi 107 :Ei 10™
N— SN—
107} X || 107} X ||
0 05 0 04

10 20 70 100 10 20 70 100

(a) Temperature(K) (b) Temperature(K)

Figure 6.2: Calculations of the two components of y, with no interactions, using the CEF
parameterizations of Ref. [20] (a) and Ref. [I9] (b). x.1, and x| are shown along with the
experimentally determined values from Ref. [19]. x| for sublattices 3 and 4 is zero.

Fig. [6.3 shows calculations based on the exchange couplings {J.} of Table for
Ref. [19], along with calculations base on the isotropic exchange model discussed in Chap-

ter [1.2] Also shown is a reproduction of the fit of Ref. [I9]. This fit fails to take into
account the sublattice structure of the pyrochlore lattice. It can be seen in Fig. that
the incorporation of anisotropic bilinear exchange into the mean field calculations greatly
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improves the low temperature fit to x|, leading to a good fit to all but the lowest tem-
perature point. For comparison, the same calculations were performed using an isotropic
exchange model, constrained by the experimental value of Ocw = 0.75 K [20]. The results
of these calculations are shown in Fig. [6.3] where it can be seen that these calculations do
not fit x| as well as the anisotropic exchange calculations. The fit of Ref. [19] is shown in
Fig. m(c), and comparing this to the results of our anisotropic exchange calculations it
can be seen that our calculations fit the data at least as well.

So far we have only discussed the fit of our anisotropic exchange model to y, at low
temperatures. The calculations of y, when anisotropic exchange is included do not fit
the high temperature data (7" > 70 K) any better than those performed with only the
CEF and Zeeman terms in Hyr. One possible reason for this is that both of the CEF
parameterizations used in this work fail to correctly describe the excited states of the CEF
and so they fail at high temperatures. This question of whether the CEF parameterization
is at issue can only be answered by further experiments to determine the precise excited
states (i.e. their energies and wavefunctions) of the CEF.

RPA calculations of the powder susceptibility have also been performed using the
anisotropic exchange models defined by {7.} in Table for the CEF parameterization
of Cao et al. [19]. The RPA calculation using the CEF states of Appendix [A]is valid in
this case because these experiments were performed in very low field. The results of these
calculations are shown in Fig. [6.4(b). These are actually plots of the average of the three
elements of x (Eqn. (4.5))), because the experiments of Ref. [34] were performed on powder
samples of YbyoTi507. It should be noted that Ref. [34] makes no mention of any demagne-
tization correction in the analysis of the data. Examining these results, it can be seen that
once again, our anisotropic exchange model fits the experimental data well over a broad
range of temperatures. The comparison to experiment is made easier by Fig. 6.4 c), which
shows the differences between y computed using: our anisotropic exchange model and ex-
periment, our isotropic exchange model and experiment, and the fit of Ref. [34] (shown
in Fig. 6.4(a)) and experiment. From this data we can see that the isotropic exchange
calculations fit increasingly poorly at high temperatures, whereas calculations performed
using our anisotropic exchange model give y greater than experiment below 7" ~ 20 K
and less than experiment above that temperature. The fit of Ref. [34] shows the opposite
behaviour to our anisotropic exchange calculations.
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Figure 6.3: Calculations of the two components of x, with a model including magnetic in-
teractions, using the exchange couplings { 7.} from Table for the CEF parameterization
of Ref. [I9] (a). Calculations performed using Isotropic exchange and long-range dipolar
interactions Jis, = 0.06 K) are shown in panel (b). Panel (c) shows the fit of Ref. [19] to
x 1 for comparison purposes. x for sublattices 3 and 4 is zero.
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Figure 6.4: Panel (a) shows the

experimentally measured bulk susceptibility of YbsTisO7
from Ref. [34], along with the fit of Ref. [34] to said data. Panel (b) shows the results of our
RPA calculations using both anisotropic exchange, specifically the set of {J.} determined
using the CEF of Cao et al., and isotropic exchange with long-range dipolar interactions.
Panel (c) shows the differences between the bulk susceptibility computed using all three
models and experiment.
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6.4 Summary

In this chapter we have presented calculations of the local and bulk susceptibility performed
using our anisotropic bilinear nearest-neighbour exchange models determined from fitting
the quasi-elastic neutron scattering. With no adjustment of parameters, the anisotropic
exchange model determined using the CEF paramterization of Ref. [19] fits experimental
measurements of x, fairly well. The CEF parameterization of Ref. [20] was found to fit
experiment poorly, perhaps indicating that future work should not be focused on this CEF
parameterization. Bulk susceptibility calculations based on our anisotropic exchange model
also fit experimental measurements of this quantity, reported in Ref. [34], quite well. These
results provide additional confirmation that our model successfully describes the magnetic
interactions in YboTi,O7 at low temperatures.
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Chapter 7

Ongoing and Prospective Future
Research

The next logical step after determining the magnetic interaction Hamiltonian for YhyTisO7,
is to determine what the low temperature phase of this model is. In this chapter we provide
a brief description of ongoing as well as proposed work involving the low temperature
phase of this specific model for YbyTisO7. We also provide a brief discussion on potential
investigations of the general {7.} interaction space for the local planar but not perfectly
XY model on the pyrochlore lattice and discuss ongoing investigations of the properties of
the Heisenberg ferromagnet on the pyrochlore lattice.

7.1 Monte Carlo Simulations

Classical Monte Carlo simulations based on the anisotropic exchange model we have de-
termined from fitting quasi-elastic neutron scattering measurements are currently ongoing.
These simulations are being performed using an effective spin-1/2 model equivalent of our
bilinear exchange model discussed in Appendix[H] The classical Monte Carlo code used was
written by Dr. Pawel Stasiak for his Ph.D. Thesis [56] and takes advantage of parallel tem-
pering to improve the equilibration of the simulation. This code has been augmented by the
inclusion of the symmetry allowed nearest-neighbour bilinear exchange terms discussed in
this study. These simulations have been performed both with and without long-range mag-
netic dipolar interactions. This was done because long-range magnetic dipolar interactions
significantly slow the simulation process. Figure [7.1] shows the sublattice magnetization,
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energy per moment, and specific heat per moment for an L = 5 system with periodic
boundary conditions containing 2000 spins. L is the number of 16 site cubic units cells in
each of the cartesian coordinate directions, so that the total system is an L x L x L cube.
These results show evidence of a phase transition for both models around T, ~ 130 mK,
which is much closer to the experimentally observed transition temperature of 214 mK [16]
than the critical temperature found by RPA calculations in Chapter [3] Trpa ~ 1.17 K.
This massive reduction in 7T, shows that thermal fluctuations have a significant effect in this
model. Whether these transitions are first or second order is currently under investigation.
Finite size analysis and examination of the energy histogram of the simulations have yet
to provide concrete evidence for a first or second order phase transition for either model.
It is interesting to note the significant difference in the height and shape of the peak in the
specific heat computed from the two models in Fig. (c) This indicates that the phase
transition is somehow different without the presence of long-range magnetic dipolar inter-
actions than with them. The peak in the specific heat for the model with no long-range
magnetic dipolar interactions is rather small and rounded. This is very strange because
studies of the low temperature phase of this model discussed in the next section indicate
that this phase transition is likely an example of a thermal order-by-disorder transition.
Theoretical work to date has found that such phase transitions should be at least weakly
first order [57], which is inconsistent with the observed peak in the specific heat, though
simulations of larger system sizes my resolve this issue.

——D=0K ——D=0K
—=—D=0.01848 K —=—D=0.01848 K

—=—D=0K
5 ! ——D=0.01848K
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C,0/K)
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Figure 7.1: Monte Carlo simulation results for an L = 5 system with periodic boundary
conditions. Panel (a) shows the sublattice magnetization, which goes to 1/2 as T' — 0, as
expected for a classical spin-1/2 system. Panel (b) shows the energy per magnetic moment
and panel (c) shows the specific heat per magnetic moment. All three of these quantities
show features near T, ~ 130 mK, indicating the presence of a phase transition.

Figure shows the ground states of the simulations performed with and without long-
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range magnetic dipolar interactions. These states were determined with the assistance of
mean field calculations, discussed in Chapter The ground state of our anisotropic
exchange model without long-range magnetic dipolar interactions has no net moment. The
ground state when long-range magnetic dipolar interactions are used with D = 0.01848 K,
is a ferromagnetic, canted spin ice state state, with a net moment. This begs the question:
why is the ground state of our anisotropic exchange model for YbyTisO7 so sensitive to
such a weak interaction? D is approximately 1/10%" of the strength of the next strongest
interaction in this model, and this relative weakness would naively lead one to expect it
to have no effect on the ground state of the system, making its large effect on the ground
state of the model very curious.

(a) (b)

Figure 7.2: The low temperature ground states of the classical anisotropic spin-1/2 model
determined using Monte Carlo simulations and mean field calculations. Panel (a) shows
the ground state of the model with no long-range magnetic dipolar interactions. Panel (b)
shows the ground state when D = 0.01848 K.

7.2 Mean Field Calculations

In addition to classical Monte Carlo simulations, mean-field calculations of the free energy
have been performed using the effective spin-1/2 equivalent to our model by Mr. Behnam
Javanparast. These calculations confirm the results of the Monte Carlo simulations, though
they do find that the ground state of the model without long-range magnetic dipolar
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interactions is degenerate to symmetry rotation within the easy planes. The Monte Carlo
simulations found that specific orientations of the moments were selected, such as the one
shown in Fig. [7.2(a), suggesting that thermal order-by-disorder Eﬁs taking place. This has
been confirmed by histogram analysis of the easy plane moment angles from Monte Carlo
simulations shown in Fig. [7.3] There it can be seen that the in plane moments prefer to
lie at angles ¢ = (n+ 1/2)(7w/3). These angles correspond to the 3 state of Ref. [58§], also
known as the “anti-Palmer-Chalker” state, which is shown in Fig. [7.2]

0.027
— T=0.01K
— T=0.02K
— T=0.03K
0.015
—
-
~—r

0.005¢

-120 -60 0 60 120

¢ (degrees)

Figure 7.3: Monte Carlo calculations of P(¢) for our bilinear exchange model with no
long-range magnetic dipolar interactions for 7" = 0.01 K, 0.02 K, and 0.03 K for an L =2
system. ¢ is the easy plane rotation angle, the out of plane angle 6 is 0.

Mean field calculations have also been performed to attempt to understand the sensi-
tivity of our anisotropic exchange model to the presence of the long-range magnetic dipolar
interaction. The result of these calculations is that the eigenvalues of the Fourier trans-
formed interaction matrix (see footnote on pg. corresponding to the normal mode
amplitudes associated with the canted spin ice ground state and the anti-Palmer-Chalker

3Thermal order by disorder is a phenomenon whereby unique ground states are selected by thermal
fluctuations from a manifold of extensively degenerate classical ground states [59]. The specific states
selected by this mechanism will be those with the greatest density of zero modes. For these states, the
magnitude of the entropic contribution to the free energy will be greater than for the other states in the
manifold, leading to the minimization of the free energy in these states.
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ground state are very close close together in energy (A ~ 3%) when there are no long-
range magnetic dipolar interactions. As the strength of the long-range magnetic dipolar
interactions is increased, the eigenvalues corresponding to the two different ground states
cross, leading to the change in the ground state. This crossing occurs at D, ~ 0.008 K,
which is approximately half of D = 0.01848 K the value of D for YbyTisO7. The small gap
between the eigenvalues associated with two very different types of magnetic LRO when
no long-range magnetic interactions are present means that this specific model will be very
susceptible to weak perturbations. This explains why such weak long-range magnetic in-
teractions are capable of driving a phase transition from the anti-Palmer-Chalker state to
the canted spin ice state. The fact that the correct value of D for YbyTisO7 is approx-
imately twice the critical value D., means that YbyTisO7 is well within the canted spin
ice phase in the mean field phase diagram of the nearest-neighbour bilinear exchange with
long-range magnetic dipolar interaction, {7.} + D, model of the XY like effective spin-1/2
model of YbsTisO7. This is a very qualified statement, because many different properties
of the model, such as the planar nature of the spins and the specific strength of all of
the interactions, combine to yield this phase. It does however provide some motivation
for further explorations of this phase diagram, to determine if any other combinations of
anisotropic exchange, long-range magnetic dipolar interactions, and anisotropic spins yield
interesting physics.

7.3 Quantum Fluctuations

We saw from the classical Monte Carlo results that thermal fluctuations are very important
in our anisotropic exchange model, leading to a massive change in the critical temperature
of the model computed using RPA and Monte Carlo methods. At very low temperatures
these thermal fluctuations will be greatly reduced but they may be replaced by quantum
fluctuations of the magnetic moments. YbyTisO; may be especially susceptible to such
quantum fluctuations as the ground state doublet can be treated as an effective spin-1/2
model and spin-1/2 systems have been known to exhibit large quantum fluctuations. The
low temperature phase of the model with no long-range magnetic dipolar interactions is
anti-ferromagnetic in nature suggesting that quantum fluctuations may be significant in
this phase. The low temperature phase of the model with long-range magnetic interactions
on the other hand, is ferromagnetic in nature and has a discrete set of ground states,
suggesting that quantum fluctuations should be gapped out. The size of this gap, and thus
its ability to suppress quantum fluctuations is an outstanding question of this model. The
strength of the long-range magnetic dipolar interaction that drives the transition from the
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anti-Palmer-Chalker phase, found when no long-range magnetic dipoles are present, to the
canted spin ice phase is very small, D ~ 0.02 K. This means that the energy gap associated
with the lowest energy spin wave mode may be quite small, so that quantum fluctuations
may in fact be significant in the canted spin ice phase. Experiments performed on the
low temperature phase of YbsTiyO7 find no evidence of magnetic long-range order [6, [15]
(see footnote on pg. . Perhaps quantum fluctuations drive the system into a disordered
phase or even a spin liquid phase, thus explaining the lack of magnetic long-range order
in YbyTisO7 at low temperatures. Investigations using the method of Ref. [60] for spin
wave calculations on the pyrochlore lattice have begun in order to determine what effects
quantum fluctuations play in the ground state of our model, but so far no results have
been obtained.

7.4 Ground States the Full {7.} Phase Space for the
Non-Ideal Local-Planar Pyrochlore Model

The small difference between the mean field eigenvalues of the Fourier transformed inter-
action matrix (see footnote on pg. when long-range magnetic dipolar interactions are
not present, which correspond to two very different types of ground state of our anisotropic
exchange model, is very intriguing. It raises questions about the stability of the ground
state to changes in the relative strengths of the bilinear exchange terms {7.}. Investigation
of the more general “non-perfect XY” model in the space of all possible {7.} may yield
interesting results. Particularly, as the long-range magnetic dipolar interaction has been
found to be very significant in determining the low temperature phase of the model, per-
haps investigations of the strength of the pseudo-dipolar exchange interaction as a function
of the local Ising exchange interaction strength may yield interesting results. It may be
possible to drive the anti-Palmer-Chalker to canted spin ice phase transition using some
combination of the bilinear exchange interactions, and as the pseudo-dipolar exchange is
so similar in form to the long-range magnetic dipolar interaction, this seems an obvious
place to begin the investigation.

Also, as previously mentioned, experiments on YhyTisO7 find no evidence of long-
range magnetic order in the low temperature phase, suggesting some type of disorder is
preventing the system from achieving this ordered phase. One possible source of this
disorder is material imperfections not considered in this work. Theoretical studies of the
sensitivity of our model or similar models to dilution of the magnetic moments, and or
distortion of the lattice may also yield very interesting results.
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7.5 Rods of Scattering: The Pyrochlore Heisenberg
Ferromagnet

Finally, preliminary investigations have been performed on the Heisenberg ferromagnet on
the pyrochlore lattice. These investigations were originally performed as a simple test case,
in order to better understand the real space correlations that arise from our anisotropic
exchange model, discussed in Chapter 5| This investigation is based on computing the
quasi-elastic neutron scattering and real space correlation functions using the mean-field
method presented in Refs. [54] [55], 61]. This method is based on finding the normal modes
of the Fourier transformed order parameters for each of the sublattice sites (see footnote
on pg. [62). From the eigenvalues and eigenvectors of the Fourier transformed interaction
matrix £(Q) (Eqn. (3.61))) corresponding to these normal modes, the mean-field neutron
scattering and real-space correlation functions can be computed. This mean field approach
is used as we do not possess a set of crystal field states for the Heisenberg ferromagnet,
which are a required starting point for the use of the RPA method discussed in Chapter
3.3

The results of our mean field calculations of the quasi-elastic neutron scattering and
real space correlation functions, S(r) (Eqn. (5.2))), can be seen in Fig. Figures [7.4)(a)
and (b) show that the Heisenberg ferromagnet on the pyrochlore lattice displays [111] rods
of quasi-elastic neutron scattering intensity. Figure (c) shows the real space correlation
function S(r) computed along three of the high symmetry directions of the pyrochlore
lattice. From this calculation we can see that S(r) for the Heisenberg ferromagnet shows
similar splitting between in the strength of S(r) along the nearest-neighbour direction [011]
and the second nearest-neighbour [121] to the splitting found for our anisotropic exchange
model (see Fig. . This indicates that the presence of stronger correlations along nearest-
neighbour chains within the kagome planes that make up the pyrochlore lattice than along
other directions within these planes may be responsible for rod-like features in the neutron
scattering of pyrochlore materials. In the case of the Heisenberg ferromagnet the splitting
is not as large as that observed in our anisotropic exchange model. This weaker splitting
may explain why the rods are weaker in Figs. [7.4a) and (b) than those found for our
anisotropic exchange model. There is one significant difference between the correlation
functions of the two models, the fact that for the Heisenberg ferromagnet, S(r) computed
along [111] is just as strong as S(r) computed along the nearest neighbour chains direction.
What this means in relation to form of the rod-like features observed is currently unknown.

The rods of scattering generated by the Heisenberg ferromagnet on the pyrochlore
lattice, and the splitting of S(r) between nearest-neighbour chains and second nearest-
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neighbour directions, suggest that there may be a hidden relationship between these two
models. Perhaps studying the Heisenberg ferromagnet may lead to a better understanding
of how the rods of scattering present in YbyTisO7 arise, and how the rods of scattering are
related to the magnetic correlations in YboTiaO7. The existence of [111] rods in the neutron
scattering of the Heisenberg ferromagnet on the pyrochlore lattice may also indicated that
the rods are directly related to the symmetry of the pyrochlore lattice. Further study
of the Heisenberg ferromagnet on the pyrochlore lattice is required and a real material
described by this model would be quite interesting to study. One current prospect for such
a material is Lus V,O7, but this material has recently been found to possess significant easy
axis anisotropy [62].
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Figure 7.4: Mean field neutron scattering results for the Heisenberg ferromagnet at (a)
T =11 TM and (b) T = 1.05 TMF. Panel (c) shows real space correlation functions
computed at T' = 1.05 TM¥ plotted along the high symmetry directions of the pyrochlore
lattice, as shown in the inset.
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Chapter 8

Conclusions

The study of frustrated magnetic materials has led to the discovery of many novel and exotic
low temperature phenomena. One family of frustrated magnetic materials in particular,
the rare earth pyrochlore oxides, have been found to display a broad range of interesting
low temperature behaviours ranging from spin liquid behaviour in ThoTi,O7 [9], to spin ice
in Dy, Ti,07 and HooTipO7 [I], to persistent spin dynamics at even the lowest measured
temperatures in GdaSnyO7 and ErgTi,O7 [I]. These interesting phenomena arise due to
material specific conditions, making the study of other rare earth pyrochlore oxide materials
an excellent prospect for discovering even more exotic low temperature phenomena. One
such material is YbyTi,O7, where experiments have found evidence of a first order phase
transition [15], 16] in powder samples of this material at 7, ~ 220 mK, but no evidence
of long-range order below the temperature of this phase transition [0l [I5] (see footnote on
pg. . In fact evidence is found for continued spin dynamics below the temperature of the
phase transition [15]. In order to understand what is actually occurring at low temperatures
in this material, a model that describes all of the contributions to the environment inhabited
by the magnetic moments, including the crystal field, exchange interactions, and long-
range magnetic dipolar interactions is required. The crystal field of YbyTioO7 has been
determined experimentally in Refs. [19, 20], and the strength of the magnetic dipolar
interactions are fixed by the fact that the Yb3" ion is a J = 7/2 ion, leaving only the
exchange interaction contribution to this model as an unknown. In this work we have set
out, and as we have seen, succeeded, in determining a set of exchange interactions that
successfully describe many experimentally observed properties of YbyTi,O5.

The model we have chosen to describe the exchange interactions between the magnetic
moments of the Yb3" ions in YbyTi,O7 includes all nearest-neighbour symmetry allowed
bilinear exchange model which, on the pyrochlore lattice, consists of four terms. These
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four terms can be expressed in many different ways, but the easiest form to understand is
one that consists of local Ising exchange, isotropic exchange, pseudo-dipolar exchange, and
Dzyaloshinskii-Moriya exchange. This model choice leaves us with four free parameters,
which are the strengths of the four different types of exchange.

In order to determine the strengths of these four type of exchange interactions in Ybo-
TisO7, we have performed a simulated annealing fit to quasi-elastic neutron scattering,
which was collected well above the temperature of the experimentally observed phase tran-
sition. This neutron scattering data shows rods of scattering intensity along the [111]
crystallographic direction, indicating the presence of interaction driven correlations be-
tween the Yb?*' magnetic moments, and making it an excellent quantity from which to
determine the form of the magnetic interactions, as it is so highly featured. The fit to
this data was performed by comparing random phase approximation (RPA) neutron scat-
tering calculations performed using our proposed model to experimental observations of
the neutron scattering intensity along cuts through the (h, k, k) plane. This difference was
treated as an effective energy in a simulated annealing optimization of the strengths of
the four interactions, along with a contribution to ensure agreement between the experi-
mental and model Curie-Weiss temperatures. These calculations successfully determined
two sets of exchange strengths, one for each crystal field parameterization used, that re-
produce the experimental neutron scattering to a high degree of accuracy. Both of these
models have ferromagnetic local Ising exchange as the energetically strongest interaction,
which is interesting as this is opposite to the local planar nature of the crystal field ground
state of YbyTisO7. The other three exchange terms are found to be approximately four
times weaker than the local Ising exchange, but still energetically significant. The fact
that the Dzyaloshinskii-Moriya interaction is so strong is interesting, as this interaction
arises as a perturbative effect due to spin-orbit coupling in magnetic materials, making
it typically very small. Recent work published in Ref. [52] has shown that such a large
Dzyaloshinskii-Moriya interaction is in fact allowed in YbyTisO7. The set of interactions
we have determined does suffer from some limitations. The model considered only takes
into account bilinear exchange terms, while Yb?* ions in YbyTiyO7 are in fact J = 7/2 ions,
which means that higher order exchange terms are allowed in this system. Our model is an
“unprojected” full blown angular momentum, J, form of an effective spin-1/2 model of the
interactions in YbyTisO7. Effective spin-1/2 models involve “down projecting”, projecting
all of the interactions in the microscopic Hamiltonian, H,,;., into a Hilbert space spanned
by the ground state doublet of the crystal field. Such a down projection is allowed because
of the fact that the excited states of the crystal field are at significantly higher energies
than those of the interactions, and also much larger than the temperature at which the
neutron scattering was collected. This means our model is most likely only correct at low
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energies, and not at energies on the scale of the crystal field splitting.

After successfully finding a set of exchange interactions capable of the describing the
quasi-elastic neutron scattering of YbyTisO7, we then proceeded to use this model to
compute the real space correlations generated by this model in an effort to understand
how the rods of scattering intensity arise from our interaction model. The real space
correlation function was computed by integrating the RPA susceptibility over the first
Brillouin zone of the FCC lattice. The real space correlations were computed along three
high symmetry directions on the pyrochlore lattice: the nearest-neighbour chain direction,
the second nearest-neighbour direction, and the cubic unit cell body diagonal direction.
We found that the correlations along the second nearest-neighbour and cubic unit cell
body diagonal directions are weaker than the correlations along nearest-neighbour chains.
This indicates that the rods are due to the presence of strong correlations along all of the
nearest-neighbour chains in the pyrochlore lattice, not isotropic correlations within kagome
planes in the pyrochlore lattice, as has been suggested in Ref. [40].

Finally we computed the bulk and local susceptibilities from our model using mean
field and RPA methods. These calculations were compared to experimental measurements
of these quantities reported in Refs. [19,34]. We found good agreement between our model
and experiment, but only using the crystal field parameterization of Ref. [I9]. The crystal
field parameterization of Ref. [20] resulted in a very poor fit to the experimental local
susceptibility, so it was eliminated from any further consideration. The success of the
anisotropic exchange model corresponding to the crystal field parameterization of Ref. [19)]
provides additional confirmation that our bilinear exchange model does indeed describe the
magnetic interactions of YbyTisO7, at least at low energies. The model fails to fit the local
susceptibility at high temperatures suggesting that the crystal field parameterization may
incorrectly describe the excited crystal field states. The bulk susceptibility computed using
our anisotropic exchange model was also found to fit experiment well at low temperatures.

With a Hamiltonian describing the magnetic interactions in YbyTi,O7 now available,
it should be possible to use it to better understand the low temperature phase of this ma-
terial. We have presented some preliminary results aimed at determining the ground state
of our model, using both classical Monte Carlo simulations and mean field calculations.
These results show that the ground state is highly dependent on the presence of long-range
magnetic dipolar interactions, suggesting that our model is highly susceptible to pertur-
bations. This may indicate that quantum fluctuations or material disorder could destroy
the ordered ground state of the classical spin-1/2 model, and lead to the experimentally
observed fluctuating and disordered low temperature phase. This possibility means that
calculations of the quantum fluctuations of the computed ground state may yield very
interesting results. Further calculations to determine the nature of the phase transition of
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this model are required, as calculations to date have failed to determine concretely whether
this phase transition is first or second order. The possibility of an order-by-disorder phase
transition in the case where long-range magnetic dipolar interactions are not present has
been found, and further investigations of this transition are also required. The sensitivity
of the ground state of our model for Yb,TisO7 to small perturbations should also motivate
investigations into the ground states of the more general local planar pyrochlore system.
Various combinations of all of the possible symmetry allowed nearest-neighbour exchange
interactions may yield very exotic phenomena.
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Appendix A

Crystal Field Parameterizations

This Appendix contains a detailed description of the CEF parameterizations of YbyTis-
Oy used in this study. Two such parameterizations are used, that of Hodges et al. from
Ref. [20], described in Section and that of Cao et al. from Ref. [19], described in
Section [A.2] These crystal field parameterizations take the from

Hep = BIOY + BY0Y + B303 + BYOY + B0O3 + BSOS, (A1)

where O} are Steven’s operators, which are defined in Appendix [B]

A.1 The Crystal Field of Hodges et al.

In this section we provide the details of the crystal field parameterization of Ref. [20]. This
crystal field parameterization is based on "Yb Mossbauer spectroscopy, 1°Yb perturbed
angular correlations, specific heat measurements, and magnetic susceptibility measure-
ments [20]. The crystal field parameters determined based on these measurements are
shown in Table [A.1] Using these parameters Hcr can be diagonalized [63] to determine
the energies and wave-functions of the crystal field states; these results are shown in Table
It should be noted that the ground state doublet here is different to that published
in the literature. Reference [61] indicates that the first term of the ground state wave-
function in Ref. [20] should have a + sign in front of it, and the small difference in the
prefactor of the |J = 7/2,J¢ = +5/2) and |J = 7/2,J¢ = —5/2) terms is due to small
differences in diagonalization results. As we can see in Table [A.2] the separation between
the ground state doublet and the first excited state doublet is very large, so that the low
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temperature physics of YbyTisO7 will be governed by the ground state of this set of crystal
field parameters. Because of this it is useful to compute the ground state matrix elements
(o J218), (WolJolwg), and (Yg|J2|¢5). These matrix elements are used in the creation
of the g tensor, used when projecting the system on to an effective spin-1/2 ground state,
a useful technique when the behaviour of the system is governed by the doublet ground
state. Performing this calculation, we find (15| J¢]yg) = (gl Jgldg) = Jo = 1.83 and
(5] J2|g) = J = 0.772, which can be used to determine the ground state g tensor of the
Yb3* jon via the equation [52]:

29JJL 0 0
g= 0 29;J. 0 (A.2)
0 0 2gJJ||

where g7 is the Landé factor for the Yb3" ion, g; = 8/7 [I8]. This equation yields the
following g tensor for the ground state of the Yb?* ion in YbyTi,O7 given in Table [A.2}

418 0 0
g=| 0 418 o0 (A.3)
0 0 176

Table A.1: Crystal Field Parameters for YbyTi,07 from References [19] and [20)].

B | B B | BY | B | B
Hodges et al. [20] | 12.4K | —0.178K | —6.8K | 0.021K | —0.14K | 0.161K
Cao et al. [19] 11.9K | —0.509K | 6.147K | 0.006K | 0.189K | 0.098K

A.2 The Crystal Field of Cao et al.

In this section we provide details of the crystal field parameterization of Ref. [19]. This
crystal field parameterization is based on rescaling the crystal field parameters of HosTisO7,
and fitting to the '™Yb perturbed angular correlations of Ref. [20] as explained in Ref. [19].
The crystal field parameters determined using this method are shown in Table [A1] Tt
should be noted that the crystal field in Ref. [19] is presented in a different notation from
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Ref. [20], that of irreducible tensor operators. The conversion between the two forms is
performed by noting that in the notation of Ref. [19] and Ref. [20], B* = a, A" (r"),
while in the unfortunately similar notation of Ref. [19], B* = d,, A*(r™). The values of
a, can be found in Table 18 of Ref. [64], and the values of d,, can be found in Table 6-1
of Ref. [24]. As in the previous section, using these parameters, Hor can be diagonalized
to determine the energies and wavefunctions of the crystal field states, which are shown
in Table [A.3] Similar to the crystal field described by the parameterization of Ref. [20],
the crystal field described by the parameterization of Ref. [I9] has a ground state doublet
well separated from the first excited state. Due to this, the low temperature physics
of a system described by these crystal field parameters is governed by the ground state
doublet. As before we compute the ground state matrix elements (¢g]J214g), (Yl J5[¥5),
and (¥3]J2[¥t) and the g tensor via Eqn. (A-2)). Using the crystal field states of Table[A.3)
we find (|J2102) = i (0l Jed) = Ju = 174, (3] J2led) = Jj = 0.982, and

398 0 0
g=| o 398 0o |. (A.4)
0 0 224

With all of the wave-functions for the crystal field of the Yb3* ion for both crystal field
parameterizations, our description of Hcp is complete.
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Appendix B

The Stevens-operator Equivalents
Required to Describe the Crystal
Field of YbsTiyO~

This appendix provides the operator equivalent definitions of the Steven’s operators [64],
used to define the crystal field of YbyTisO7. The crystal field of YbyTisO7 is defined as:

Her = B2O} + B3Og + B3;03 + BSOS + BSOS + BSOS, (B.1)
where B}, are coefficients, given in Table [A.1] O, are Steven’s operators, defined as [64]:
0 =3(J%)? —J*(J*+1) (B.2)
0% = 35 (J9)* =30 (J* + 1) (J2)* + 25 (J2)*
—6J(JT+ 1) +3(JY) (JO+ 1) (B.3)
Of = S {2 (7 + 7)) (5.4)

09 = 231 (J%)° — 315J% (J* + 1) (JO)* 4 735 (J2)*
+105 (J9? (J* 4 1)* (J2)? — 525 (J* 4+ 1) (J2)*
+294 (J2)? = 5(J) (J* +1)° 440 (J*)* (J* + 1)

— 60J% (J* +1) (B.5)
0t = {(En - ey —502) ((1)°+ )} ()
08 = % ((Ji)6 + (Jﬁ)6) , (B.7)
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where {AB}s = 1 (AB + BA) [64]. The a superscript denotes the use of the local (111)
direction for the a sublattice site as the quantization direction for the total angular mo-
mentum J.
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Appendix C

Symmetry Allowed Exchange
Interactions on the Pyrochlore
Lattice

To describe the exchange interactions present in YbyTioO7 we propose that H., contains all
the symmetry allowed nearest-neighbour bilinear exchange interactions on the pyrochlore
lattice. These are exchange interactions whose form remains unchanged under the symme-
try operations of the pyrochlore lattice, which is described by the Fd3m (O}) space group
[7] and the Oy, point group. The space group describes all of the operations that leave the
lattice structure unchanged including translations, while the point group considers only
rotation, inversion, and reflection operations.

C.1 Deriving the Symmetry Allowed Exchange Inter-
actions

In order to determine the number of independent symmetry allowed interactions that make
up J (Eqn. (2.5)) and determine the form of these interactions, we must first understand
some basic representation theory. The Oy point group is made up of symmetry operations
such as rotation and reflection, but not translation, that transform the lattice structure
into itself. These operations are broken up into classes, groups of operations that when
written in matrix form can be transformed into one another by a third symmetry operation
in the group [65]. The symmetry operations A and B are members of the same class if
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there exists a third symmetry operation C such that C~1AC = B. A representation
[ is the set of matrices {D(R)} that perform all of the symmetry operations {R} of a
group [65]. A very useful property of the matrices {DD(r)} is that their trace, or character
(x(R)) as it is called in representation theory, does not change depending on the coordinate
system chosen for the representation, and every matrix D(R) in a class has the same
character. One final useful aspect of representation theory is the idea of an irreducible
representation. A representation is said to be reducible if there exists a similarity transform
that transforms all of the matrices of the representation into the same block diagonal form
[65]. A representation where this is not possible is said to be irreducible. The characters
of all of the symmetry operations of a group for all of irreducible representations are given

in character tables, such the the Oy, character table shown in Table [C.1]

The first step in determining the number of independent symmetry allowed nearest-
neighbour bilinear exchange interactions on the pyrochlore lattice is to define the order of

the group (Eqn. 3-10 in Ref.[65]),
h=> la. (C.1)

l, is the dimensionality of the a'* irreducible representation, which is identical to the
character of the identity symmetry operation E for the a!* irreducible representation [65].
We must also define m,,, the number of times the a'* irreducible representation appears in
the decomposition of a reducible representation. This quantity is given by (Eqn. 3-12 in
Ref. [65])

ma =+ SR (R), (C2)
h

where y®(R) is the character of the symmetry operation R in the o' irreducible represen-
tation, and x*(R) is the character of the symmetry operation R in the representation we
seek to decompose [65].

Now we may define our chosen representation, I', in which to compute the form of the
symmetry allowed interactions. We chose the representation consisting of all of the possible
bilinear interactions between the various cartesian components of the J angular momenta

at the four sublattice sites:
L= Y Jug, (C.3)
a#b,u,v

where v and v are the cartesian components x, y, and z. I' encompasses all of the possi-
ble nearest neighbour interactions that may be contained in H.,. In this representation,
assuming that the interaction matrix is symmetric, that is J2J? = J2J2, there are 54 in-
dependent components in the representation, thus I' has a dimensionality of 54. Now we
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require y(R) for all of the symmetry operations of the group O, in this representation.
The easiest character to compute is that of the identity operation E, which trivially has a
character of 54. The characters of the other operations are more difficult to compute. In
the order of Table [C.1] the symmetry operations of the Oy, point group are [65):

e E. The identity transformation,

e C3, 27w /3 rotation about the (111) cubic body diagonals,

e (), 7 rotation about the = + g, £ + 2, and ¢ + 2 directions,

e Cy4, m/2 rotation about the cartesian z, g, and Z directions,
e (C,, m rotation operation about the z, ¢, and 2 directions,
e i, The inversion operator that swaps x to —x, y to —y, and z to —z,

e S,, m/2 rotation about the z, ¢, and Z directions accompanied by a reflection in
through the plane perpendicular to these directions,

e Sg, m/3 rotation about the (111) cubic body diagonals accompanied by a ref reflection
in through the plane perpendicular to these directions,

e 0y, reflection through the planes normal to the C4 rotation directions,

e 0,4, reflection though the planes normal to the C’y rotation directions.

Understanding exactly how these operations act on I' is not a trivial process, but there
are some symmetry relations that make it easier to understand how the elements of I’
will transform into one another under these symmetry operations. These relations will
also simplify the computation of the character of each of the symmetry operations in this
representation. These symmetry relations revolve around the idea that, in Table [C.1]
all of the symmetry operations in the columns to the right of the inversion operation
are operations to the left of the inversion operation, combined with inversion. In fact the
inversion operator itself can be thought of as the identity operator combined with inversion
[65]. It should be noted that the symmetry operations that result from the combination
of inversion with the elements E, C3, Cj, C4, and Cy are not in the same order as these
operations. The symmetry relationships are i=iQE, S; =i®RCy, S¢ =i®Cs3, 0, =iRCs,
and 04 =i®C}. This means that once we know how one symmetry operation acts on
I', we simply invert it and automatically generate another symmetry operation. Another
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useful relation is that the character of symmetry operations related by inversion are either
identical, or multiplied by —1 depending on whether a representation is odd or even under
inversion. In the case of I, as inversion maps all four sub-lattices to themselves and because
all the terms are bilinear, the inversion of the coordinate system is cancelled out.

Table C.1: The character table of the O, point group [65]. The rows give the characters of
the various irreducible representations, while the columns label the symmetry operations.

E|[8Cs | 6C, |6C,[3Cy | i|6Ss]8S6] 30| 604
Ay 1] 11t |1 1|11 1]1]1
Agg 1] 1 [ -1 ] 1] -1 ] 1 1
E, (2] -1 0 o] 2]2/0]-1]2]o0
Ty, | 3 1 1|3 1| 1
Toy | 3 1| 1] 13| 11
A |1 1t [t ala]al]ala
Agu | 1] 1 | -1 ] 1 !
E. |2 -1] 0] 0] 2 |=2]0 210
Ti | 3 1 1 [-3] 1|1
Too |3 0 1 | 2| 131 0] 1]

Table C.2: The characters of the symmetry operations of the Oy point group in the repre-
sentation I.

E 8C3 6C/2 604 3C2 1 6S4 886 30'h 60'd
' s54| 0 2 0 10 |54 ] O 0 10 2

The precise action of each of the symmetry operations of the O; symmetry group on
the elements of I' are given in Appendix [D] If we define a vector space with dimension
54, one independent dimension for each independent element in I', we can write all of the
symmetry operations in I' as 54 x 54 matrices. The elements of these matrices describe how
the components of I' transform into each other under the various symmetry operations of
the Oy, point group. For example, under the identity operation, F, all of the elements of "
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transform into themselves, so the matrix representation of E is simply a 54 x 54 identity
matrix. The character of this or any other symmetry operation is then determined by
taking the trace of the matrix representation of the symmetry operation. The characters
of all of the symmetry operations in the representation I', computed using this method,

are given in Table [C.2]

Now that we know the character of all of the symmetry operations in Oy, for the reducible
representation I', we can use Eq. to decompose I' into a combination of irreducible
representations. Using the characters of the symmetry operations of the point group Oy
for all of the irreducible representations of O, given in Table [C.1] and the characters of
the symmetry operations in the representation I' given in Table [C.2] we can compute the
number of times each of the irreducible representations appears in I'. Performing this

decomposition we obtaining the result
I'=4A,, ®3A5, ® TE, ® 5T, @ 6Ty,. (C.4)

The irreducible representation A;, is the irreducible representation where all of the sym-
metry operations leave the elements unchanged, as the character of all of the symmetry
operations in the representation are identical. The fact that A, appears four times in I’
means that I contains four sets of elements that will be left unchanged under all of the
symmetry operations of Q. These sets are referred to as symmetry invariant.

In order to determine what these four sets of elements are, we must turn to the
concept of symmetry coordinates in representation theory. Symmetry coordinates are
n-dimensional hyper-vectors containing combinations of the elements of a chosen represen-
tation that when acted on by any symmetry operation of a group, transform in simple ways
[65]. Specifically, for a one dimensional irreducible representation like A;,, the symmetry
coordinates will be transformed into themselves multiplied by a constant, the character
of the given symmetry operation [65]. The method for determining the symmetry coordi-
nates for a given irreducible representation that appears in the decomposition of a reducible
representation is called the projector method. In this method, a projector is defined as
(Eqn. 3-16 in Ref. [65])

P ZX(7)(R)*OR, (C.5)
R

where 7 is the chosen irreducible representation and { R} are all of the symmetry operations
of the group. x(”(R)* is the complex conjugate of the character of the symmetry operation
R in the irreducible representation v and Op is the operator that transforms a hyper-vector
into the form it would take after the symmetry operation R [65]. The proportionality sym-
bol is introduced by the desire to have normalized and orthogonal symmetry coordinates.
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As we are only concerned with the irreducible representation A,,, the characters of all of
the symmetry operations are 1, so Eqn. ((C.5)) simplifies to

P®i9) oy " Op:. (C.6)
R

The simplest way to use PA19) to determine the symmetry coordinates for Ay of T is
to chose one element of I' and operate P(*19) on it to determine what elements of ' are
contained in the resulting symmetry coordinate. This is repeated, choosing an element of
I" that is not in the previous symmetry coordinate, operating P(*1¢) on this element, and
repeating this process until all of the elements of I' are accounted for. Performing this
operation yields the following symmetry coordinates for the irreducible representation A,
of the representation I', which we will refer to as {A,}:

Xo=JoJ2 4 Jy o+ Jp 2+ JLJE + Jydy + JLT
+ LI A LI+ LT+ LT+ (C.7)

Xo=JLJ2 4 J) 0+ Iy dy + J2J2+ 2T+ T2 (C.8)

Xy = JoJ2 4 Jy 2+ Jp 2+ JLJ2 + Ty J0 + TN,
— LI BRI = iy — Ty — T (C.9)

Xy=JyJ24 002 = JL I = JL T+ 0+ I
— S = L Ty s+ Ty — T — T,
S SR W SR S S S S S el S R 0
— T3y = T2y TR T — T — T2 (C.10)

These symmetry coordinates are one form of the four symmetry allowed exchange interac-
tions on the pyrochlore lattice. Examining {X,,}, we can see that they are identical to the
invariants defined as y,, in Ref. [66] (we choose not to use x here, as it is used to denote the
magnetic susceptibility). We can cast these symmetry coordinates in a form that allows

for the construction of the interaction matrix 7 (Eqn. (2.5)), by writing each of them as
an implicitly defined 12 x 12 matrix, where each term In Eqns. —iC.lO is replaced
ulting matrix forms of

with +1 or —1 at the appropriate location in the matrix. The res
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{X,} are given by:

001 000 O00O0

1

0 0 O

—~ —

— [a\]

i —

O (@)

<) <)
O 4 O O - O O O O o O S O O oo oo oo H o o o
—n O O O O O 4 O O o O O O O O 4 O O o o o o o
O O —-H O O +H O O O o o - O O O O O O O o o o o
o A O O - O O O O O O O O O O O oo oo oo o -
O O O 4 O O o o o — O SO 4 O O O O O oo o o o o
O O O O oo oo o +H o © O O O 4 O O O oo o o o o
O O o o oo o o o - O O A O O O O O o o o o
— O O O O O A O O O O O O O O O oo oo o o -+ o
O O O o oo o o +H o © SO O OO oo oo +H o o o o o
O O O oo oo oo —H o o - O O OO0 O - O OO oo o o o
O O O - O O O O O — O O O O O O O o - O o o O
O O -4 O O 4 O O o o o O O O O O o oo o A o o

I 1

< 9

(C.13)

0

-1

01 0
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and

o 0 0 0 O 1 0 1 0o 0 -1 -1
o 0 0 0 O 1 -1 0 -1 1 0 0
o 0 o0 -1 -1 0 O 1 0 1 0 0
o 0 -1 0 O O 0 -1 1 0 1 0
o 0 -1 0 0 O 1 0o 0 -1 0 1
?4 _ 1 1 o o0 o o -1 0 o0 0 -1 o0 (C.14)
0 -1 0 O 1 -1 0 0 0 0 O 1
1 0 1 -1 0 0 O O O 0 0 -1
0 -1 0 1 o o0 o o o0 -1 1 0
0 1 1 o -1 0 O O -1 0 0 O
-1 0 O 1 0 -1 0 O 1 0o 0 O
-1 0 0 0 1 0 1 -1 o 0 O

A linear combination of these matrices will define all of the symmetry allowed nearest
neighbour interactions, so that the symmetry allowed form of 7 is

T = —T,X — JoXs — ToXs — T, Xy (C.15)

{T.} = {F, T2, T3, Ts} are the coupling energies of each of the four symmetry allowed
nearest neighbour exchange terms.

C.2 Other Representations of the Symmetry Allowed
Nearest Neighbour Interactions

Now that we have determined the form of the symmetry allowed nearest-neighbour in-
teractions, we can examine other representations of these interactions that are easier to
understand physically. As the symmetry allowed exchange interactions we found in Chap-
ter[C.I]are invariant under all of the symmetry operations of the Oj, point group, any linear
combinations of these interactions will also be invariant under the symmetry operations of
Op. This means that we are free to choose any form we want for the nearest neighbour
interactions, so long as it has four linearly independent terms that consist only of linear
combinations of the terms in {X,,}. Reference [66] gives us one possible representation
(denoted X,,), which is in terms of the local crystal field coordinate system, defined in
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Table[L.3 of Chapter[L.4l In Ref. [66] we are given the relationship between {X,}, and two
terms of &), the other relationships are provided by Ref. [67] and are:

X =2X, + %XQ + %X?, +2Xy (C.16)
Xo=—-X; + %XQ + %Xg - X, (C.17)
Xy =2X, + %Xz — X5 — X, (C.18)
Xy = —4X, + %XQ — X5 +2X,. (C.19)

The invariants {X,,} are given by (Table 1 in Ref. [66]):
1 1 1 1 1
Xy= —JRJE - Ry -
B R 37170 3 3
\/§ z z \/§ A — Jz
X2 E —? (e]lc];— _I_ Jf_z]2> - ? (J1J2 _|_ Jl JQ)
V2,
ED
V2
?6
2
e (J5J5 + J5J5) — ge (J5T5 + Jy J3)
2 2
4gﬁ+gm—%¥

(%ﬁ+ﬂ@—%&%&+%ﬁ) (C.21)

1

JiJ; - .

JiJE— SRR — S JETE (C.20)

2
— —e(J7Jf +JTJ5) - (JPJ5 + J7J3)

e (JTE I

V2
3
\/?_ (JPJ; + J1Jf)
V2
3
V2
3
Y

(55 +Jy J)
V2
3
1 1
&=§ﬁy+§

1 1
+ eIy + ey Iy + e TSI +edy I+ §J;J4+ + gjgjg (C.22)

1 1 1 1 1 1
1

6 6
JrJ — 1J-J+ — 1(]‘*‘(]— — 1(]_(]"‘ — 1J"‘J_ — 1J_J+. (C.23)
6 2“3 6 2“3 6 2 Y4 6 2 Y4 6 3 Y4 3 Y4

6

JrJy + T T vedy Iy dedf IS eI dy

Sy =

In this representation of the invariants, J¢' and Jf , where «, = z,+, —, are expressed in
local quantization coordinates as opposed to the global cartesian coordinates used in the
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{X,} representation. Jf = J* +iJY and J} = J¥ — iJY are the conventional raising and
lowering operators, and € = exp (27i/3) is a phase factor.
The conversion between various forms of the symmetry allowed nearest neighbour in-

teractions lends itself well to matrix representation. If X is the column vector made up of
the {X,} form of the symmetry allowed nearest-neighbour interactions, defined as

X
Xy
e
Xy

P , (C.24)

and X is the column vector representation of the {X,} form of the same interactions,

defined as
Xi

X
X3
X4

X = : (C.25)

then we can relate the two representations via the equation
X=W X, (C.26)

where W is a matrix with the coefficients of Eqns. in the rows. This form of the
relation between X, and X, is also very useful in that it allows for convenient relation of
the coupling terms of the Hamiltonian as well. If we define H,, as

Hex = _jl-)(l - ._72.)(2 - xZ),XiS - j4-)(47 (027)

this can be written as o
Hex — _j _)(‘7 (C28)

where J is the column vector made up of the elements of {7}, defined as

J = (C.29)



Equivalently, we could write

Hoo = — I X1 — JoXo — Jo X4 — JoXa, (C.30)
which has the vector form .
Hy—-J X, (C.31)
where
J1
— J:
J=1 71. (C.32)
J3
Ja
Then, using Eqn. (C.26)), we can write
Ho=-TJ X (C.33)
=-J WX (C.34)
= J X, (C.35)
arriving at the relationship o
T =7Ww, (C.36)

which provides us with a very convenient method of converting between the coupling
energies of various representations of the symmetry allowed nearest neighbour interactions.

One particular representation that will be very useful is the “physically motivated”
representation. This representation is made of up of exchange terms commonly seen in
physics literature instead of the rather arbitrary terms in X, and X},. In this representation,
we define the nearest neighbour interaction Hamiltonian as

Hex = Hlsing + Hiso + de + HDM~ (C37)
Hlsing = _\7Ising Z (J? : Za) (J? : Zb) y (038)
<i,7;a,b>

is the nearest neighbour local [111] Ising interaction on the pyrochlore lattice.

Hi=~Tso Y, I3, (C.39)

<i,j;a,b>
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is isotropic nearest neighbour exchange, and

Hya=—~Jpa ., (3030330 -R)(I} - RY)), (C.40)

<i,7;a,b>

is pseudo-dipolar exchange. This interaction is physically unrelated to the long-range
magnetic dipolar interaction, but has the same mathematical form.

Hpy = —Jom Y Q- (3¢ x 38, (C.41)

<i,j;a,b>

is the Dzyaloshinskii-Moriya (DM) interaction on the pyrochlore lattice [51]. In all of these
terms, a and b are the tetrahedral sublattice sites of the pyrochlore lattice, while ¢ and j
are FCC lattice sites. The vectors 2® and z° are the local (111) directions at the a and b
sublattice sites defined in Table f{f]b are unit vectors in the directions R?jl?, the vectors
joining the a'* sublattice site of i FCC lattice site with the b** sublattice site of the j*
FCC lattice site. The vector QaDi/I is the DM vector for the pyrochlore lattice [51], which
is specified for the two pyrochlore lattice sites i,a and j,b by the five Moriya rules [68],
which are:

1. When a centre of inversion is present at the midpoint (C') of a straight line joining
two lattice sites i, a and j,b (AB), then Q&2 =0,

2. When a mirror plane perpendicular to AB passes through the midpoint of AB, QaDiA
will be parallel to the mirror plane,

3. When there is a mirror plane that includes the lattice sites ¢, a and 3, b, Q%ﬁ/{ will be
perpendicular to the mirror plane,

4. When a two-fold rotation axis perpendicular to AB passes through C, QaDﬁd will be
perpendicular to the two-fold rotation axis,

5. When there is an n-fold rotation axis along AB, Q%2 will be parallel to AB.

The application of all of these rules yields the Q&? vectors shown in Fig. and defined
in Table[C.3] Note that we have chosen the indirect form of the DM vectors, which differs
from the direct form only in the overall sign of the interaction, and that they are not
normalized. This has been done for ease of use, as this form of the DM vectors gives

Hpn = Ja Xy
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Table C.3: The indirect Dzyaloshinskii-Moriya vectors for the pyrochlore lattice.

Q5| (1,-1,0)
Qi | (=1,0,1)
Qv | (0,1,-1)
Q3 1 (0,-1,-1)
Qv | (1,0,-1)
Qb | (=1,-1,0)

Figure C.1: The indirect Dzyaloshinskii-Moriya vectors for the pyrochlore lattice [21].
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If we recast Eqn. (C.37) in the form

Hex - _t7IsingXIS'1Hg - \7iso‘)(‘iSO - jdePd - jDMXPd’ (042)
Hsin Hiso _ H _ H, : :
where Xiging = — }Isingg, KXo = 7 Xoa = 7";, and Xpy = %, then we can cast it in
vector form as Hy, = —7Te X.. In this notation
u7Ising
7 \7150
Je = (C.43)
‘ jpd ,
Jpm
and
XIsing
— X
X, = 5 . (C.44)
Xoa
Xpm

The relationship between X, and X is given by the matrix

11 1 1

3 3 3 3

= 1 1 0 0
U= . 5 , (C.45)

2 1 70

0 0 0 1

and the equation B

X.=UX. (C.46)

This means the the coupling energies {7.} and {7,} are related by the matrix equation
T =7, 0. (C.47)

This relationship will be very important when presenting the results of this work. All of
the computations of the magnetic interactions in YbyTisO7 were performed using the X,
representation of the symmetry allowed nearest neighbour interactions because they allow
for the use of Eq. 2.4 The final Hamiltonian on the other hand is presented in the X,
representation because it allows for easier interpretation.
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Appendix D

Actions of the Symmetry Operations
of the Point Group Oj on the
elements of the representation I' of
the Nearest Neighbour Exchange
Interactions on the Pyrochlore
Lattice

This appendix tabulates how the various symmetry operations of the the Oy, point group
act of the elements of the representation I' defined in Appendix [C] The actions of the
symmetry operations in the first five columns of Table are given in Table [D.I] while
the the actions of the rest of the symmetry operations in O are given in Table [D.2]
These actions are described by the transformation of each of the four sub-lattice sites of
the pyrochlore lattice in to one of the other sub-lattice sites, and the transformation of
the global cartesian components under the symmetry operation. The actions of all of the
symmetry operations are key to determining the character of a given symmetry operation
in the representation I', and for finding the symmetry allowed exchange interactions on the
pyrochlore lattice via the symmetry coordinates of the representation.
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Appendix E

Long Range Dipolar Interactions

In this Appendix, we discuss the long-range magnetic dipolar interaction term of the mag-
netic Hamiltonian for YbyTisO;. Magnetic dipolar interactions are the interactions that
arise between magnetic moments due to the interaction of one magnetic dipole moment
with the magnetic field generated by another magnetic dipole moment. When this in-
teraction is summed over all of the magnetic moments in a system it takes the form of
Eqn. (2.12)). Computing the long-range dipolar contributions to the magnetic interactions
in this work is done using the Ewald summation technique. This technique is useful, as
the dipolar interaction is infinite ranged, so the sum over ¢ > j; a, b involves all of the spins
in the system. This sum converges very slowly, and choosing different cut-off distances for
the infinite sum corresponds to different sample configurations and macroscopic magnetic
fields [54], 60]. To avoid these convergence issues we desire a way to approximate the infi-
nite lattice sum and the Ewald summation technique provides just such an approximation.
This summary is based heavily on Refs. [54] [60] and is provided here in the interests of
creating a self-contained thesis. We also include some comments that correct problems
discovered with the presentation and results of Ref. [60]. The goal of the Ewald summa-
tion is to split the real space sum, which is highly dependent on boundary conditions, into
two absolutely convergent sums; one in real space and one in reciprocal space [54]. One
important aspect of the form of the Ewald summation discussed here is that it yields the
Fourier transform of the long-range dipolar interaction matrix, DZ:Z (q), not the real space
interaction matrix. Some of the methods discussed in this study do require the use of real
space Ewald sums, such as the mean field calculations of x, in Chapter [6] and the Monte
Carlo methods of Chapter [7, and these are discussed in Refs. [46], 47].

The first step in the Ewald summation method is to define the long-range magnetic
dipolar interactions as a matrix of the same form as the matrix J (4, j) used to describe
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the nearest-neighbour bilinear exchange interactions in Appendix [C.I] Using this form of
the interactions we can write

—ab =
Hdip: Z (Jg)T D (%J) Jsa (E]')

(1,a;5,)

—a,b
where J¢ and Jl]’- are the same angular momentum vectors as in Eqn. (2.4), and D (3, j)
is a 3 x 3 sub-matrix of the 12 x 12 matrix D (4, ), with same relationship between the
—a,b
two as between J  (i,7j) and Eqn. (2.5)).

Now, we may proceed with presenting the Ewald summation method explained in
Refs. [54], 60] in the notation of this work. To do this we start by defining the elements of

the matrix D (4, 5):
(R ()
- ab|3 3 ab ’
R R 1P

ij

Dy (4, 7) (E.2)

where R;-l;’ is the vector joining the i, a and j, b pyrochlore lattice sites, as defined in Chapter

, and n" and n¥ are the global cartesian unit vectors z, ¢, and 2. This form of %(z, J)
can be recast as

(E.3)

ab
Rl-j =X | |x_0

DZ:Z(M’):—(ﬁ“V;p)(ﬁ”'Vm){ ! }

The Fourier transform of D (4,7), D (q), can be defined in terms of its components by:

DY (q) = — (7" - V) (7" - V) {Z’ } , (E.4)

ab __
— R}} —x

x=0

where q is a wave-vector inside the first Brillouin zone, and the prime on the sum indicates
a sum over R?;’ that does not include the term where R?jl? = 0. The next step is to rewrite

Eqn. (E.4) with a sum over all R?}’:

. (E5)

x=0

Fbup (A V) (77 V) {1}

x|

x=0

—igq-Rab
DI (q) = —(3" - V) (3 Vo) { S

Next, we recall the definition of a Gaussian integral [54] [60, 69

1 2 &0 7t2R2
— = — dt. E.6
R| ﬁ/o ‘ (E6)
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This result can be used to rewrite Eqn. (E.5)) as

& 2 : 2|Rab 2_5 ab
DL (q) = —("-V,) (A°-V,) [ di—me X § Y ¢ IR —xPiar Ry =)
’ o VT zl:

by (A" ) (7 - V) {i}

|

x=0

(E.7)

x=0

We next split the integral in Eqn. (E.7) into two regions [0,«], and [a,00) [54]. This
division of the integral leads to the real space and reciprocal space sums mentioned earlier.
The integral over the range [0, ] contributes to the real space sum, and the integral over
the range [, 00) contributes to the reciprocal space sum. It is important to note that the
integral over the range [o, 00) has a divergence at R?f’ = 0, so a careful treatment of this
term is required [54]. The two ranges of integration are controlled by «, a convergence
parameter with units of inverse distance.

Our next step is to write Eqn. (E.7) explicitly as three separate terms, which we can
then split up and consider individually:

Did () = Azl () + Bed (a) + Co2 (a), (E.8)
where
@ 2 : 2 ab 2_, ab

A% (q) = — (A V) (07 V) [ dt——emiax {37 ¢ PR —xP—iar (RE7—) , E.9
w(@)=—( z) ( ) v {Z . (E.9)
ij:fj () = — (A" V) (AY - V) /OO dtl —igx Z/e—t2IR;%Jb—xIZ—z‘q-(job—x) . (E.10)

o TV =0
Cib (q) = Gap (R™ - Vo) (R - {‘ ‘ / dt— —t2|x|2} . (E.11)

a x=0

Now we can deal with the three terms, A%% (q), B%Y (q), and C¢f (q), starting with
A%b (q). To deal with this term, we note that the term in {} brackets is a periodic

function of x. Using this feature of the equation, we can rewrite it as a Fourier series
following Ref. [54],

f (I) _ Z e—t2|Rg]!7_x\2 ) Rab_x nge (E.lZ)

Solving for gy yields
F(z), (E.13)



where G is one of the reciprocal lattice vectors of the pyrochlore lattice, defined in Chapter
, v is the volume of the unit cell, and (Eqn. C13, Ref. [54])

F(z) = / ysin (y) e >V dy = ge‘”‘*’ﬂ (E.14)
0

where z = t/|q — G|. Combining Eqn. (E.12)) with Eqn. (E.13|) yields the result

efiG-(rbfra —X)

o) = %ZWF(@. (E.15)

G

Substituting Eqn. (E.15) into Eqn. (E.9)), taking the differentials, and imposing the limits

with respect to x, we obtain the result

agh o) = 7y A= Cl e L M -a. B0
G

Performing the integral over the range [0, a] using Eqn. (E.14}), we obtain

A% (q) = 4% 3 2@ =G| (4= G)] _q-cP/aa2—icr (E.17)

(&
_ 2 )
S la— G

where the sum is over all of the reciprocal lattice vectors G.

The G = 0 term in this sum becomes non-analytic when q = 0. The G = 0 term is

A [0 - (@) [ (@)] g2 /aar

E.18
¥ a? (E.18)

In previous works this term in its entirety has been treated as the macroscopic magnetic
field due to the sample geometry, and has been set equal to zero because it is poorly
behaved [54, 60]. Ref. [70] explains that this is not actually the correct way to treat this
term. Instead, we add and subtract one from the exponential, to yield

dr [0 (@] [2” - ()] | A [ (@)] [2° - (q)] <6_|q|2/4a2 _ 1)

E.19
v lq/? v q/? (E.19)

According to Ref. [70], only the first term of this expansion is the macroscopic field, which

can be set equal to zero. The second term is well behaved at q = 0 because (e*|q‘2/ da® _ 1>

behaves as |q|? for small q and cancels out the 1/|q|* in W. This well behaved
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component of the q = 0, G = 0 term should be kept in Az’ﬁ’] (q) in order to avoid problems
at q =0 [71].

We are now finished with the term AZ’,Z (q), and we may move on to the other terms in
D&’ (q). The next term we consider is B%Y (q). The first step in treating this term is to
rearrange Eqn. (E.10]) into a known integral form. By reversing the sum and integral we
obtain

a,b — _(pu. AU / _Zq.R;,lJb _tQ‘job_x|2
B2 (q) = — (7" - V,) (A m}ij e — / at {e !

(E.20)

x=0

The integral in this equation can be written as a complementary error function

erfc(z) = % /Oo e da. (E.21)

The final form of Bg:g (q) is obtained by applying the differential operators of Eqn. (E.20)),
taking the limit x — 0, and performing the integral over ¢, yielding the final form of
By (q),

Bt () = 3 [S158 () - 252 (Re)] o 22

The two terms in this equation are given by:

20 RGP erfe (a|RY|)
S12% (R%) = (A" - 7)) { —= Y E.23
e (RE) = (0 n){ﬁ IR [2 + EE ’ ( )
and
4043 6 2| Rab|2
szt () ) o ) { | g+ o]
7 ’ ! ’ \/7_T|szb 2 \/E|R’ij 4
3erfe (/R
—_— E.24
+ —Rap (£:21)

Equations F2.24] form the real space sum discussed earlier. It is useful to note that the
> ;' means the the term R?f = 0 is not included, making the real space sum analytic [54].

Now we may deal with the final term of Eqn. (E.8), C¢ (q), which contains the R{} = 0
singularity. Following Ref. [54] and applying the differential operators in Eqn. (E.11]), we
obtain the result

b (o) — T _(@v-a) 3" -x) (n7-x)
Cu,v (q) - alzg% 6a,b { |X|3 +

+ (51;1;3 (x) — S20b (x))} . (E25)

[x[?
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where 5149 (x) and S2%% (x) are the same functions as are defined in Eqns. (E.23)),(E.24)),
with x replacing R;?;’. The limit in Eqn. (E.25|) is evaluated by taking series expansions
of the exponentials to O (z?) and the complementary error function to O (z*). The final

result is a constant:
403

3T
This result gives us all of the terms in Eqn. (E.§), and thus the final form of Dg? (q) is

Cho (@) = —

(R 2Y) 8y - (E.26)

408
3V/m
dm Z 2" (q—G)][7" - (q — G)] o—la-G?/4a? —iGre?
2
la — Gl

Z 51“’ (R?) — 5208 (ReF)] e, (E.27)

DY (q) = —

(A - 71%) 8
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Appendix F

The Magnetic Form Factor of Yb?+

The magnetic form factor for Yb3" is taken from Ref. [72]. We take the form factor F/(Q)
to have the form

F(s) = Go(s)) + (3 - 1) (als)), (F.1)

g7

where g; = 8/7 is landé factor for Yb3*, s = ig'c, where r, = 10.026 A is the cubic unit

cell dimension [6], and (jo(s)) and (j2(s)) are given by

(Jo(s)) = Agexp (—a052) + By exp (—1)052) + Cyexp (—0052) + Dy (F.2)
(ja(5)) = s* (Az exp (—a252) + Byexp (—b252) + Cyexp (—0252) + D2) ) (F.3)

The coefficients Ay, ag, Bo, by, Co, co, Do, Az, as, Bo, ba, Cy, co, and Dy are given in Table
[E.1] and Table [E.2

Table F.1: The (jo(s)) magnetic form factor coefficients for Yb3*, reproduced from
Ref. [72], Table 4.4.5.3

Ion AO Qo BO b() O() Co DO
YB3 | 0.0416 | 16.095 | 0.2849 | 7.834 | 0.696 | 2.672 | —0.0229
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Table F.2: The (ja(s)) magnetic form factor coefficients for Yb3", reproduced from
Ref. [72], Table 4.4.5.7

Ton AQ as B2 bg Cg Co DQ
Yb3* | 0.1570 | 18.555 | 0.8484 | 6.540 | 0.8880 | 2.037 | 0.0318
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Appendix G

Fourier Transform of Nearest
Neighbour Interactions on the
Pyrochlore Lattice

This appendix provides the Fourier transform of the nearest neighbour exchange interaction
matrix 7, J (q). To obtain this result we start from the expanded form of J, given by

Eqn. (2.5)

—1,2 =13 =14

0
72,1 5 72,3 72,4
J = —31 =32 = =34 |- (G.1)
0 J

—4,1 —4,2 —4,3

J T J 0

—a,b

We then note that each component matrix J  will have a different Fourier transform
form, given by

_—a, :a,b
J (@=2J (1—20dam)cos(q-(ry,—ra)), (G.2)
where r, are the sublattice vectors defined in Table [[.1} Applying this to all of the com-
ponent matrices of J yields Eqn. (G.3)).
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Appendix H

Effective Spin-1/2 Hamiltonians

As discussed in Chapter [2] our model for YbyTisO5 is closely related to an effective spin-
1/2 model and in this Appendix we provide more detail on this relationship. We also
perform a direct comparison to the work of Onoda on effective spin-1/2 model of YbyTis-
O7 [52], which shows that our findings of abnormally large Dzyaloshinskii-Moriya (DM)
interactions in Yb,TisO7 may in fact be consistent with other models of this material. This
is a reproduction of the supplemental material of Ref. [31].

In Chapter 2| and Appendix [A] we discussed the g tensor description of the ground
state doublet of the CEF, which reflects the anisotropic nature of the ground state when
written in terms of an effective spin-1/2. The exact relationship between J and & is given
by

J= 1 o (H.1)
29Jg ’ '
where the g tensor defined in Appendix [A] Using this relationship, we may convert the
nearest-neighbour bilinear exchange Hamiltonian, Hin = Hising + Hiso + Hpa + Hpwr, defined
in Chapter into an effective spin-1/2 Hamiltonian Hj,, = Hy,, + Hi, + Hq + Hpy
[31].
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In this form of the Hamiltonian (Eqns. 5-7 in Ref. [31]):

\7I‘in A A
/ _ sing a =a a b =b b
HIsing - 49?] Z (gz 0, *Z ) (ngj ©Z ) s (HZ)
<i,a;5,b>
xyiso a=a o
Hi/so = _4 2 8,0; " g20?7 (HB)
97 i agb>
\7 d a =a = a=a Pa = D @
H;/>d = _4_p2 Z (giof - g? 5 - 3(giay - RJ)(%?U? : Rz’;l?))a (H.4)
97 <i,a;5,b>
jDM a,b a =a =t
Hpy == o > ony - (sl x gla?). (H.5)
I <iagb>

g? is the g tensor defined in the local quantization coordinates for FCC lattice site i
and sublattice site a. g¢ satisfies J¢ = %%Jg?c?f, where J¢ and &f are written in the
same local quantization coordinates. This gives us an effective spin-1/2 equivalent of our
anisotropic exchange model that will be very useful for mean field and classical Monte
Carlo simulations.

H! . is not the only way to express the effective spin-1/2 Hamiltonian. In a similar
manner to Appendix , it is possible to create an effective spin-1/2 Hamiltonian out of
any linear combination of terms in H! . One such possibility comes from Ref. [52] (Eqn. 8

in Ref. [31]):
Ho = —Jun > [9'6767 + g* (6767 + 6¥67)
(rr’)

:» — :» — :» —/ :» —/
+gq <<O’,,. . nrﬂ,/) <O-’I” . n,,.7,,,/> — <UT . nr”"/> <0-7" . nr,r,>>

9" (07 (G- finr ) + (8l ) 53)| (IL6)

In this representation z, y, and z refer to the local coordinates at each sublattice site and
Gr = 0,27/3,—27/3 [52]. The two-vectors &, 7iy ., and 7, ., are defined as [52]:

~

Tt = (COS Py sy — SN Do g ) (H.8)
and
ﬁ;,r’ = (Sin ¢r,’r’> COs Cbr,r’) . (Hg)
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The various ¢g* terms are defined as [52]:

9 63
gH:1—&@x—§ﬁ—3¢&ﬁ+ﬂ§{ (H.10)
45 9
g¢:1+@@x+§w?—a@ﬁ+Iﬁﬁ (H.11)
9
f:>a<1—2ﬂh+9ﬁ—3¢&ﬁ+zﬁ), (H.12)

—2¢_Oﬁﬂfx——w—%w¢@ﬁ—§f>. (H.13)

= Vptr/Vpso 1s the ratio of two Slater-Koster parameters, representing transfer integrals
between p,/p, and fy(5.2_,2)/ fy(5:2—r2) orbitals and p, and f(5.2_3,2). orbitals respectively
[52]. The relationship between the terms in Ho and H],, are given by (Eqns. 13-16 in
Ref. [31]):

2

g
—Jnng” = — I p) (_3\715ng + u7iso - 5\7pd - 4\7DM) ’ (H14)
1295
2
i 91 1 1
~—Jnn = - iso — & = > H.15
g 48g3 <.7 Qde + 2JDM) ( )
- gq:gi J?+ZJ - (H.16)
nn 24‘93 iso 4 pd DM ) » .
2 1
—JnngK - - \/_gHQgJ_ k7iso - _jpd + 2jDM . (H].?)
1242 2

By inverting these equations it is possible to express the couplings {7.} in terms of
{To} = {—Tu, 9", g*, g% ¢} with one free parameter that we choose to be the overall
magnitude of the interactions, —J,,. Because of this extra degree of freedom we can only
compute the ratios of the terms in {7.}, izg, Jﬁ:g and gz‘fg from the model of [52]
for comparison to our results in Chapter [1.2] Expressing these ratios in terms of z and
plotting them yields the results shown in Fig. [H.1, The ratios of j{;’g, J{Pig and %Df
for the two anisotropic exchange models determined in this study are shown in Table @
Comparing the ratios in Table to those computed using the results of Ref. [52] in
Fig. [H.1} we can see that for & [—o00, —0.5] and = ~ [20, 0o], there is fair agreement in
terms of sign and magnitude between our models and that of Ref. [52]. The best agreement
occurs at © ~ —1.5. In the range x ~ [—0.5, 10], the ratios sto JJ"d nd jJDM diverge as

Ising | Ising
Jising — 0, which happens at multiple points, as seen in Fig. @ making any comparison
almost impossible [31].
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Figure H.1: Plots of the ratios j{i?‘) , j{?d , and :%?M as a function of z, the ratio of two
sing sing sing

Slater-Koster parameters, computed from the work of Ref. [52] (solid lines) and from the
exchange couplings of Table as shown in Table [H.I] for the CEF parameterization of
Cao et al. (dashed lines). The two plots span the ranges z ~ [—20, —0.5] and = =~ [10, 30].

Table H.1: %:g, Ji ijg, and “%E’—inMg computed from the exchange couplings in Table

CEF Parameterization ;& f%d g%
Ising Ising Ising
Hodges et al. [20] 0.279 +£0.008 | —0.36 = 0.01 | —0.33 £0.01
Cao et al. [19] 0.241 +0.007 | —0.35+0.01 | —0.33 £0.01
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L7iSO jpd jDM

- c7Ising T \.7Ising T L7Ising

Figure H.2: Plot of the ratios 317—50, J‘Iy‘fd , and :%ﬂ as a function of x, the ratio of two
sing sing sing

Slater-Koster parameters, computed from the work of Ref. [52] (solid lines) and from the
exchange couplings of Table as shown in Table [H.1] for the CEF parameterization of
Cao et al. (dashed lines). The plot spans the range = ~ [—0.5, 10].

In summary, if we express our nearest-neighbour bilinear exchange models for YbsTi,-
O7 in terms of the recent work of Onoda et al. [52, 53], we find good agreement between
our models and the work of Ref. [52]. This is particularly interesting as it perhaps provides
an independent confirmation of a large DM exchange in YbyTisO7, which might otherwise
be thought of as a flaw in our model.
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Appendix 1

Units of the Magnetic Susceptibility

This appendix provides a very brief explanation of the relationship between the units
of the local susceptibility in Ref. [19], the bulk susceptibility in Ref. [34], and the RPA
susceptibility of Chapter [6] Ref. [19] reports the local susceptibility in SI/MKS units of
Bohr magnetons per Tesla, ugT~!. Ref. [34] reports the bulk susceptibility in CGS-EMU
units of emu per mole of ytterbium, emu(mol.Yb)~!. The RPA susceptibility is computed
in natural units of inverse temperature, K=!. This is equivalent to units of ugK~! because
up = 1 is used in the calculations. In order to compare the results of calculations based
on our anisotropic exchange model to experiment, we desire a way to convert the RPA
susceptibility into the appropriate experimental units.

As explained, Ref. [19] reports the local susceptibility in SI/MKS units of ugT~*. To
relate these units to those of the RPA susceptibility (K™!) we define the constant Cg; /MKS
such that xsi/mks = Csi/nvks - Xrea- Csiymks i given by:

. 9?7#13 (L1)

where g, is the Landé g factor for YbyTisO7, up is the Bohr magneton, and kg is the
Boltzmann constant. In SI/MKS units pg = 9.274 x 1072* JT~! and kg = 1.3806504 x
1072 JK™1. g for YbyTiyO7 is 8/7. Inserting these values into Eqn. ([.1)) gives the result
Csimks = 0.87734 pgKT™'. Multiplying the RPA susceptibility in units of ugK™' by
Csi/mks gives the susceptibility in the desired units of pg/T.

Ref. [34] reports the bulk susceptibility in CGS-EMU units of emu(mol.Yb)™!, where
emu stands for the CGS-EMU units of magnetic susceptibility. In order to compare our
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calculations of the bulk susceptibility to the experimental results of Ref. [34] we define the
constant Cogs—pmu, such that xcas—emu = Cogs—emu - Xrra- Coas—emu is given by:

G51ENA

kB (1.2)

Ccas—EMu =
where once again g; is the Landé g factor, ug is the Bohr magneton, kg is the Boltzmann
constant, and N, is Avogadro’s number. Ccgs_gmu includes an extra factor of pug com-
pared to Csi/vks because we are switching unit systems, so this extra up is essentially
IBEMU—CGS/ pBsi/mks where g si/vks is set to one. Because we desire the magnetic sus-
ceptibility in EMU-CGS units, we must compute Cogs_gmu in CGS-EMU units, where
pp = 9.274 x 1072 ergG~t, Njy = 6.022 x 10%, and kg = 1.38 x 10710 ergK~!. Inserting
these values into Eqn. gives Cy = 0.48999 KergG~?mol.”'. Multiplying the RPA
susceptibility by this value gives the desired units ugG'mol.”!, the CGS-EMU units of
susceptibility per mole.
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