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ELEMENTS OF RARE EARTH MAGNETISM

1.1 Rare earth atoms
In order to determine the atomic structure of rare-earth atoms, the Schrédinger equation
52
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must be solved by the Hartree self-consistent procedure, in which, through a process of
iteration, the potential
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generates wavefunctions which reproduce itself. Since this potential is spherically sym-
metric in atoms, the single-particle wavefunctions may be written as the product of a
radial function, a spherical harmonic and a spin function

/wnlmzms (I‘O’) = Z'l'Rnl(,r)Y—lml (f‘)xmsv (113)

where T is a unit vector in the direction of r, the spin quantum number m, can take
the values :I:%, and the phase factor i’ is included for later convenience. The radial
component satisfies the equation

_h_2 d?[r Ry (r)]
2m dr?

I(1+ 1)K
2mr?

+ (ueﬂ(r) n - a) [ Ry ()] = 0. (1.1.4)

Some radial wavefunctions for rare earth atoms are shown in Fig. 1.1. The 4f electrons
are well embedded within the atom, and shielded by the 5s and 5p states from the
surroundings. The 5d and 6s electrons form the conduction bands in the metals. The
incomplete screening of the increasing nuclear charge along the rare earth series causes
the lanthanide contraction of the wavefunctions, which is reflected in the ionic and atomic
radii in the solid state. In particular, as illustrated in Fig. 1.1, the 4f wavefunction
contracts significantly between Ce, which has one 4f electron, and Tm, which has one
4f hole in the atom, though two in the metallic state. The angular dependences of the
4f wavefunctions are depicted in Fig. 1.2. The charge clouds are highly anisotropic,
with pronounced multipoles whose magnitudes and signs change dramatically with m,.
As we shall see, this anisotropy is clearly manifested in the magnetic properties of the
metals.
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Fig. 1.1. The radial components of atomic wavefunctions for Ce, which has one 4f

electron, and Tm, which has 13 4f electrons, or one 4f hole. The Tm wavefunctions are

contracted, relative to those of Ce, due to the incomplete shielding of the greater nuclear

charge. As a consequence, the amplitude of the 4f wavefunction at the indicated Wigner—

Seitz radius is much greater in Ce than in Tm, which has important consequences for the
character of the 4f states in the metals.

Since they are among the heavier elements, relativistic effects are of substantial
importance in the rare earths. These are most straightforwardly taken into account by
solving the Dirac equation in the central field, rather than the Schrédinger equation, but
it may be more instructive to consider them as perturbations which, to order (p/mc)?,
augment the one-electron potential with

ot dwd 1 dv
8m3c2  4m2c2 dr Or  2m2c2r dr

The first term, which is due to the increase of mass with velocity, reduces the energy of all
states by an amount which decreases with [, while the second ‘Darwin’ term increases
the energy of s states only. These effects may both be incorporated into the central
field, but the last term couples together the spin and orbital motion in a way that has
far-reaching consequences for the magnetic properties.

In the Russell-Saunders coupling scheme, which is an accurate procedure for the
4f electrons, the spins s; of the individual 4f electrons are coupled by the exchange
interaction, diagonal in the total spin S of the incompletely filled subshell, while the
Coulomb interaction similarly combines the 1; into the total orbital momentum L. In
terms of the one-electron functions, the wavefunction for the subshell may be written

1. (1.1.5)

U(LSMLMg) = > C(LSMMs; mm)y(mims), (1.1.6)

mims
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where the C(LSMpMg;myms) are the Clebsch—-Gordan or Wigner coefficients. It is
convenient to write this expansion in a representation-independent form, in terms of the
state vectors

ILSMLMg> = " <mymy|LSMpMs> |[mm,> . (1.1.7)

mypms

The exchange and Coulomb interactions are sufficiently large that the magnetic
properties at all accessible temperatures are determined by the S and L states of lowest
energy. These are found from Hund’s rules; S is maximized and, subject to this maximum
S value, L is also maximized. This results in the values for the trivalent ions shown in
Table 1.1.

Fig. 1.2. The angular variation of the 4f wavefunc-
tions. The interaction of the highly anisotropic charge
clouds with the crystalline electric fields gives rise to
the large single-ion anisotropies observed in the rare
earth metals.

Tt is a consequence of the Wigner—Eckart theorem that the spin-orbit term in (1.1.5)
can be written

Hso = £C(LS)S - L, (1.1.8)
where

dv

(L8) = e / PR () S, (1.1.9)

and the + and — signs refer respectively to a less or more than half-filled subshell. The
spin and orbital angular momenta are thus combined into the total angular momentum
J =L+ S. These states may be written

|JM;LS>= Y <LSMMs|JM;LS>|LSMMg> . (1.1.10)
My Mg

Because of the sign of (1.1.8), the value of J in the ground state is L F .5, according
as the subshell is less or more than half-full. Roughly speaking, L is always parallel
to J, but S is antiparallel in the first half of the series and parallel in the second half.
The energy separation to the first excited multiplet may be determined from the matrix
elements of (1.1.8), and is given by

(J+1)

; (1.1.11)

a=qws){
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again depending on whether the subshell is respectively less or more than half-filled. The
values of J in the ground state and of A, obtained from spectroscopic measurements on

rare earth salts (Dieke 1968), are given in Table 1.1.

Table 1.1. Properties of the tripositive rare earth ions.

afr Ionttt L S J g (9-1)*JJ+1) A(K)

0 ILa o0 0 —
1 5 6

2 Pr 5 1 4 3 0.80 3100
3 9 8

3 Nd 6 3 2 & 1.84 2750

4 Pm 6 2 4 2 3.20 2300
5 5 2

6  Eu 3.3 0 — 500

7 Gd o I I 2 15.75

8§ Tb 3 3 6 3 10.50 2900
5 15 4

9 Dy 5 3 B 3 7.08 4750

10 Ho 6 2 8 3 4.50 7500
3 15 6

11 Er 6 3 L ¢ 2.55 9350

12 Tm 5 1 6 1 1.17 11950°
1 7 8

13 Yb 3 L1 ¢ 0.32 14800

14 Lu o0 0 —

% The lowest excited state in Tm is °F, at 8490K.

The magnetization of an assembly of N rare earth atoms or ions is given by the
derivative of the free energy with respect to magnetic field:

1 0F
M = fvg—H or, recalling that F = f% lnge*BE’L(H)7 (1.1.12)

where E,, (H) are the atomic energy levels in the field, and 8 = 1/kzT,

N OF
_ _ n _—BE, —BEnR
M = " e /En e . (1.1.13)

Neglecting the small diamagnetic susceptibility, the magnetic contribution to the Hamil-
tonian is given by the Zeeman term

Hy = —pug(L+g,8) - H, (1.1.14)

where pp is the Bohr magneton. Because of the negative charge on the electron, the
angular momentum and the magnetic moment are antiparallel. This gives rise to certain
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difficulties, which are frequently ignored in the literature. We shall circumvent them by
taking L, S, and J as signifying the negative of the corresponding angular-momentum
vector. We shall furthermore from now on take the gyromagnetic ratio g, as 2. Second-
order perturbation theory then gives the magnetic contribution to the energy:

| <n|ppH- (L +28)|m>
En - Em )

0En(H) = —pgH-<n|L+28|n>+ > (1.1.15)

m#n
Problems of degeneracy are taken care of by using the |JM ;LS > basis, whose degener-
acy is completely lifted by the field. In this basis, and within a particular JLS-multiplet,

the Wigner—Eckart theorem implies that the matrix elements of (L+2S) are proportional
to those of J, so that

<JLSM;|L+ 28 |JLSM}> = g(JLS) < JLSM,|J | JLSM>, (1.1.16)

and the proportionality constant, the Landé factor, is

9= ; LT Z}zjfg +b (1.1.17)

Within this multiplet, we may write eqn (1.1.16) in the shorthand form L 4 2S = ¢J,
and consider the effective moment on the atom to be

w=gugd. (1.1.18)
With the same proviso, we may similarly write
L=(2-¢g)J and S=(g—1)J. (1.1.19)

If J is non-zero, the first-order term in (1.1.15), combined with (1.1.13) gives a magne-
tization for the ground-state multiplet:

N
M(H,T) = N g B, (Bgup T H), (1.1.20)

where the Brillouin function is

_2J+1 2/ 41 1 1
B;(z) = 57 coth 57 ¢ 2jcoth2jsc. (1.1.21)

If gugJH is small compared with k5T, the susceptibility is constant and given by

Curie’s law:
M 92/123J(J+1)E _C

JHp "7 =~ 1.1.22
H 3k, VT’ (1.1.22)

where C is the Curie constant. The second-order non-diagonal term in (1.1.15) gives a
paramagnetic contribution to x which is independent of temperature, provided that the
thermal population of the excited states is negligible. This Van Vieck paramagnetism is
very small in the heavy rare earths, but in the first half of the series it is given by

3L+ 1SN

1.1.2
V=3I 0A v (1.123)
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which may be significant, since

Xy 2L+ DS kT ak,T
x  gJUJ+1)2 A A

(1.1.24)

where, from Table 1.1, a takes the modest value of 0.19 for Pr, but is 12 for Sm. Since
A is only 1450 K, the Van Vleck paramagnetism in Sm is significant even at rather low
temperatures. In trivalent Eu, J = 0 in the ground state and the paramagnetic suscep-
tibility is due entirely to the mixing of the excited states into the ground state by the
field, and to the thermal excitation of these states. However, Eu metal is divalent and
the 857 /2 ionic susceptibility follows Curie’s law very closely. The Van Vleck paramag-
netism arising from the mixing of states of different J will not play a significant role in
our later discussion, but the analogous phenomenon of the mixing of states of different
M, split by the crystalline electric field in the metal, will be of central importance.

1.2 Magnetic interactions

In the metallic state, the 4f electrons on a rare earth ion are subjected to a variety of
interactions with their surroundings. These forces may be broadly classified into two
categories. The single-ion interactions act independently at each ionic site, so that their
influence on the state of the 4f electrons at a particular site is unaffected by the magnetic
state of its neighbours. The corresponding contribution to the Hamiltonian therefore
contains sums over terms located at the ionic sites i of the crystal, but without any
coupling between different ions. On the other hand, the two-ion interactions couple the
4f-electron clouds at pairs of ions, giving terms which involve two sites ¢ and j.

The charge distribution around an ion produces an electric field, with the local
point-symmetry, which acts on the 4f electrons and gives rise to the large magnetic
anisotropies which are characteristic of the rare earth metals. This crystal field makes a
contribution to the potential energy

V(1) = EPEP;; dR, (1.2.1)

where p(R) is the charge density of the surrounding electrons and nuclei. If these do
not penetrate the 4f charge cloud, v (r) is a solution of Laplace’s equation, and may
be expanded in spherical harmonics as

v (r) = 3 AP, (), (1.2.2)
Im
where A R)
m o__ m ™ €p ®
A =(-1) N1 WYJ—TH(R) dR, (1.2.3)

which is a special case of the multipole expansion (1.3.7). We can thus look upon
(1.2.2) as arising from the interaction of the multipoles r'Y, (%) of the 4f electrons
with the appropriate components of the electric field. If part of the charge which is
responsible for the crystal field lies within the 4f cloud, v (r) can still be expanded in
spherical harmonics with the appropriate symmetry, but the coefficients are not generally
proportional to 7!, nor to (1.2.3).

As the crystal-field energy is small compared to the spin—orbit splitting, its effects
on the eigenstates of the system are adequately accounted for by first-order perturbation
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theory. Since f electrons cannot have multipole distributions with [ > 6, the properties
of the spherical harmonics ensure that the corresponding matrix elements of (1.2.2)
vanish. Even so, the calculation of those that remain from the electronic wavefunctions
would be a formidable task, even if the surrounding charge distribution were known, if
the ubiquitous Wigner—Eckart theorem did not once again come to the rescue. As first
pointed out by Stevens (1952), provided that we remain within a manifold of constant J,
in this case the ground-state multiplet, the matrix elements of v (r) are proportional to
those of operator equivalents, written in terms of the J operators. We may thus replace

(1.2.2) by
1/2
Ho= X arat) (1) 000 (1.2.4)
i Ilm

where we have also summed over the ions. The Stevens factors a; depend on the form
of the electronic charge cloud through L, S and J, and on [, but not on m. They
are frequently denoted «, 3, and v when [ is 2, 4, and 6 respectively, and their values
for the magnetic rare earth ions are given in Table 1.2. The expectation value (r!)
is an average over the 4f states. The Racah operators 6lm(J ) are obtained from the
spherical harmonics, multiplied by (4m/2141)'/2, by writing them in terms of Cartesian
coordinates and replacing (z,y, 2) by (Jz, Jy, J>), with an appropriate symmetrization
to take account of the non-commutation of the J operators. They have been tabulated
for I-values up to 8 by Lindgard and Danielsen (1974).

Table 1.2. Stevens factors for rare earth ions.

Tont++ ax10?2  Fx10* 4 x10°

Ce —5.71 63.5 0
Pr —2.10 —7.35 61.0
Nd —0.643 —-2.91 —38.0
Pm 0.771 4.08 60.8
Sm 4.13 25.0 0
Th —1.01 1.22 —1.12
Dy —0.635 —0.592 1.03
Ho —0.222 —0.333 -1.30
Er 0.254 0.444 2.07
Tm 1.01 1.63 —5.60
Yb 3.17 =173 148.0

Following the customary practice, we shall generally use not the Racah operators,
which are tensor operators transforming under rotations like spherical harmonics, but
the Stevens operators O7*(J), which transform like the real tesseral harmonics Tyyy,. If
we define corresponding operators for m zero or positive as:

Ty = 610
c 15 m
T = == (01— = (1) 01,

V2
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the Stevens operators for positive and negative m are proportional respectively to T},
and Tl8|m| There is some ambiguity in the literature about the proportionality constants,
but we have used the standard definitions of the Stevens operators, which are given in
Table 1.3. In terms of these operators, we may write the crystal-field Hamiltonian

He = > > BrO™(J:). (1.2.6a)

i Im

The crystal-field parameters B]"™ can in principle be calculated from the charge distribu-
tion in the metal, but in practice attempts to do so have met with limited success. The
difficulties are two-fold. The charge density on the surroundings of an ion is not easy
to determine with the necessary accuracy, and the approximations normally used in the
calculation of the electronic structure of a metal, in particular the assumption that the
charge distribution in the atomic polyhedron is spherically symmetric, are inadequate
for the purpose. Furthermore, a redistribution of the charge within the cell can modify
the electric fields experienced by the 4f electrons, and such shielding effects are again
very difficult to estimate. It is therefore necessary to appeal to relatively crude models,
such as the instructive but quite unjustified point-charge model, in which an adjustable
charge is placed on each lattice site, or alternatively to regard the B;"™ as parameters to
be determined from experiment.

Table 1.3. Stevens operators. X = J(J + 1) and J, = J, +iJ,.

03 = ~(J2+J2%)

N | =

O} = (Jods+ 10T

09 — 32X

Ot = J(Jody+ Jyle)

077 = 572 =72

0f = STL+7Y)

07 = F[(T2 =X =5)(J2 +72) + (J2 + J2)(7J2 = X —5)]

0} = 35J%— (30X —25)J2 +3X2%2-6X

07 = %[(Uﬁ X = B)(J2 = J2) + (J2 = J2)(TJ2 — X —5)]
Oyt = (i)

08 = 231J5 — (315X — 735)J% + (105X2 — 525X + 294)J2 — 5X3 + 40X2 — 60X
Of = [0 = X = 38)(J4 + ) + (T4 + J4) (1172 = X — 38)]

1
0f = S(JE+J%)

Fortunately, the number of such parameters is strongly restricted by symmetry. We
shall be concerned almost exclusively with tetragonal structures, and in defining the
Stevens operators, we have used a Cartesian system in which the (z,y, z)-directions are
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along the crystallographic (a, b, ¢)-axes. For an ion with tetragonal point-symmetry, as
in the body centered tetragonal structure of TmNiy;BsC, the crystal field is specified by
5 parameters:

Ho=> [ Y BIOP@:) + BIONI) + BLOMI.)|. (1.2.60)
i 1=2,4,6

The Hamiltonian (1.2.6) lifts the degeneracy of the ionic |JM ;> states and, since it
is expressed in terms of J operators, whose matrix elements between these states may
be determined by straightforward calculation, it may readily be diagonalized to yield
the crystal-field energies and eigenfunctions. The B;" may then be used as adjustable
parameters to reproduce the available experimental information on these eigenstates.
As an example, we show in Fig. 1.3 the splitting of the nine |4M ;> states in Pr by the
crystal fields acting on the hexagonal sites. This level scheme was derived from values of
the crystal-field parameters adjusted to account for a variety of experimental phenomena
(Houmann et al. 1979).

(K} v (meV)
Pr
hexagonal sites —16
180
160 4
0.925 14> - 0.3791:2
140 —12
120— 1 a
7z (143 -1-3) 10
>
S 100~
& 0925 122) + 0379 1748
z
Y gor-
—6
60— L 1e3)el-
VE‘(I 3>+1-32)
—4
40 1£1)
s Fig. 1.3. The crystal-field splitting of the nine
20~ |4M ;> states on the hexagonal sites in dhep Pr. The
wavefunctions are written in terms of a basis |M ;>
0 107 0 corresponding to quantization along the c-direction.

WAVE-FUNCTION

The exchange coupling between a conduction-electron spin s and the 4f spins takes
the Heisenberg form

Hy=—2Is-)_S,. (1.2.7)

It is the two-ion couplings which are primarily responsible for co-operative effects and
magnetic ordering in the rare earths, and of these the most important is the indirect
exchange, by which the moments on pairs of ions are coupled through the intermediary of
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the conduction electrons. The form of this coupling can be calculated straightforwardly,
provided that we generalize (1.2.7) slightly to

Heeli) = — = / I(r —Ry)S, -s(r)dr = — / H,(r) - p(r)dr, (1.2.8)

where N is the number of ions, s(r) is the conduction-electron spin density, and the
exchange integral I(r — R;) is determined by the overlap of the 4f and conduction-
electron charge clouds. This expression can be viewed as arising from the action of the
effective inhomogeneous magnetic field

Hi(I'> = N;J,B I(I’ - Ri)Si (129)

on the conduction-electron moment density p(r) = 2ugs(r). The spin at R; generates
a moment at r, whose Cartesian components are given by

o) = 5 3 [ Xl =¥ ()’ (1:210)
B

where ¥ is the nonlocal susceptibility tensor for the conduction electrons and V the
volume. This induced moment interacts through H(j) with the spin S;, leading to a
coupling

H(ij) = —% z’;// H; o (r)X op(r — r')Hg(r")drdr’. (1.2.11)

If we neglect, for the moment, the spin—orbit coupling of the conduction electrons, and
the crystal is unmagnetized, x,4 becomes a scalar. We define the Fourier transforms:

x(q) = %/X(r) eMdr ;. x(r)= %/x(q) €T dqg (1.2.12)
and )
I(q) = V/I(r) e Ty, (1.2.13)

Summing over the lattice sites, counting each interaction once only, we find that the
indirect-exchange interaction takes the familiar isotropic Heisenberg form:

1V %4 4
= - I I(— iq-(R,—R;) SZSd
Tt = =5 N2 3y iZj/X(Q) (@l(-a)e J 1dq

1 ia (R — R 1 y
:fﬁZZJS(q)eq(Rl Rﬂsi.sj:ﬁZJS(m)si-sj, (1.2.15)
q )

ij

where
Ts(i) = 1 > Ts(aq) e r®R) (1.2.16)
q
and v
T = —_1|I(q)] } 1.2.17
s(a) Nz [1(q)|*x(q) ( )
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In the presence of an orbital moment, it is convenient to express (1.2.15) in terms
of J rather than S, which we may do within the ground-state multiplet by using (1.2.29)
to project S on to J, obtaining

i = —5 > T(i) 3i-3,, (1.2.18)
with 1
J(@) = (g- 1) |Ts(a) = v > Ts(a)] (1.2.19)

where we have also subtracted the interaction of the ith moment with itself, as this term
only leads to the constant contribution to the Hamiltonian; —% (g —1)2N Jg(ii)J (J +1).
The origin of the indirect exchange in the polarization of the conduction-electron gas
by the spin on one ion, and the influence of this polarization on the spin of a sec-
ond ion, is apparent in the expression (1.2.17) for J¢(q). As we shall see, it is the
Fourier transform [7(q) — J(0)] which may be directly deduced from measurements
of the dispersion relations for the magnetic excitations, and its experimentally deter-
mined variation with q in the c-direction for the heavy rare earths is shown in Fig. 1.4.

6.0 T

(71@)-3(00 [tg- 12 (meV)

-6.0 | | | |
0.0 0.2 0.4 0.6 08 1.0

REDUCED WAVE-VECTOR

Fig. 1.4. The exchange interaction Js(q) — Js(0), determined experimentally in the
magnetic heavy rare earth metals. The magnitude of the peak, which stabilizes the
observed periodic magnetic structures, increases monotonically with atomic number.
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A notable feature is the maximum which, except in Gd, occurs at non-zero q and,
as discussed in the following section, is responsible for stabilizing the periodic magnetic
structures in the metals. In the approximation which we have used, the conduction-
electron susceptibility is given by

o 2/J/2 fnkifn’kf
x(a@)==2>" €n/(k—<1)—€:(k)7 (1.2.20)

where f,, is the Fermi-Dirac function. It is clear that a large contribution to the sum
is made by pairs of electronic states, separated by q, one of which is occupied and the
other empty, and both of which have energies very close to the Fermi level. Conse-
quently, parallel or nesting regions of the Fermi surface tend to produce peaks, known
as Kohn anomalies, at the wave-vector Q which separates them. This conjecture is sup-
ported by both positron-annihilation experiments and band structure calculations but,
despite extensive efforts, first-principles estimates of 7 (q) have not proved particularly
successful. x(q) may be calculated quite readily from the energy bands (Liu 1978), and
exhibits the expected peaks, but the exchange matrix elements which determine I(q)
are much less tractable. Lindgard et al. (1975) obtained the correct general variation
with q for Gd, but the matrix elements were, not surprisingly, far too large when the
screening of the Coulomb interaction was neglected.

15 T I 1 T I

10— Pr

05— ]

0.0 o K—_—/'@_
b 5]

-05 _

TWO-ION COUPLING PARAMETERS {1072meV)
©
o«
o
o

-15 | | | | | 1 ]

R (A)

Fig. 1.5. The indirect-exchange interaction between ions on the hexagonal sites in Pr,
deduced from measurements of the magnetic excitations at 6 K. The circles represent the
isotropic interaction J(R) between an ion at the origin and those at different sites. The
filled symbols are for pairs of ions in the same hexagonal plane, and the open symbols
for pairs in different planes. The former are reasonably well described by the simple free-
electron model, with an effective value of 1.1 A™! for 2k, as shown by the full curve. In
addition, the exchange incorporates an anisotropic component /C(R), which is smaller, but
of comparable magnitude. Its values between pairs of ions in the plane are indicated by
the squares. The calculated uncertainties in the exchange interactions are, at the most,
of the size of the points.

The Kohn anomalies in J(q) Fourier transform into Friedel oscillations in J(R),
and such oscillations, and the extremely long range of the indirect exchange, are illus-
trated in the results of Houmann et al. (1979) for Pr in Fig. 1.5. As is also shown in
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this figure, they found that the anisotropic component of the coupling is a substantial
proportion of the Heisenberg exchange. The anisotropic coupling between the moments
on two ions can be written in the general form

1 mm’ /- - m m’
HJJ:_§Z Z K™ (i) O (J:)Or* (35), (1.2.21)

ij UW'mm/

where the terms which appear in the sum are restricted by symmetry, but otherwise may
exhibit a large variety, depending on their origin. The many possible causes of anisotropy
have been summarized by Jensen et al. (1975). They are usually associated with the
orbital component of the moment and are therefore expected to be relatively large when
L is large. In addition to contributions due to the influence of the localized 4f orbital
moment on the conduction electrons (Kaplan and Lyons 1963), and to the magnetization
and spin—orbit coupling of the latter (Levy 1969), direct multipolar interactions and two-
ion magnetoelastic couplings, for which the coefficients IC;?,"L/ depend explicitly on the
strain, may be important. A general two-ion coupling which depends only on the dipolar
moments of the 4f electrons is

1 ..
Haa = 3 E jaﬁ(lj)JmJj,g. (1.2.22)
¥

The dispersion relations for the magnetic excitations provide extensive evidence for
anisotropy of this form. A special case is the classical dipole—dipole interaction for which

.. 3(Ria — Rja)(Rig — R; )_5a |Ri—R:'|2
Tap(ij) = (9np)* - " _;t_|5 o s (1.2.23)
i j

Although it is very weak, being typically one or two orders of magnitude less than
the exchange between nearest neighbours, the dipole—dipole coupling is both highly
anisotropic and extremely long-ranged, and may therefore have important effects on
both magnetic structures and excitations. Apart from this example, the anisotropic
two-ion couplings are even more difficult to calculate than are the isotropic components,
so the strategy which has generally been adopted to investigate them is to assume that
all terms in (1.2.21) which are not forbidden by symmetry are present, to calculate their
influence on the magnetic properties, and to determine their magnitude by judicious
experiments.

The hyperfine interaction between the 4f moment and the nuclear spin I may be
written

Hu =AY 1 J;. (1.2.24)

Since A is typically of the order of micro-electron-volts, the coupling to the nuclei nor-
mally has a negligible effect on the electronic magnetism in the rare earth metals, but
it has a decisive influence on the low-temperature magnetic ordering in for instance Pr.

1.3 The dipole—dipole interaction

A general two-ion Hamiltonian involving only the dipolar moments of the 4f electrons

is
1 ..
Haqa = 3 E E jag(Z])JmJ]ﬂ. (1.3.1)

ij af
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The Heisenberg interaction, when expressed in this way, is diagonal, with the form
J(j)0ap. The most familiar example of an anisotropic two-ion coupling is the classical
magnetic dipole-dipole interaction, which gives a contribution

N

(915)* Dap(ij), (1.3.2a)
where Dyg(i7) is the dimensionless coupling parameter

V 3(Ria — Rja)(Rig — Rj) = 0,p/Ri — R;[”
N IR; — R, ’

Dap(ij) = (1.3.2b)

recalling that the magnetic moment of the ith ion is gugJ;. This coupling is weak, being

typically one or two orders of magnitude smaller than the indirect exchange between

near neighbours, but it is extremely long-range and anisotropic and may therefore have

important consequences for the magnetic properties, as we shall discuss in the following.
We wish to calculate the spatial Fourier transform

1 o (BB
Dap(a) = 5 >, > Daplij) e a1, (1.3.3)
i g

If q is along the c-axis, which is a three-fold axis of the hcp lattice, the symmetry dictates
that the only non-zero elements of J,3(q) are Jee(q) = Ty (q) and Jee(q). In addition,
the condition ) Daa(q) = 0 implies that

De¢c(q) = —2D¢e(q) = —2Dy(q) i q ¢— axis, (1.3.4)

with the extra stipulation that q # 0, in which case the surface of the sample does not
contribute. In the limit of long wavelengths, the shape of the sample becomes important,
and for convenience we assume it to be an ellipsoid, with the principal axes along the
symmetry &-, n-, and (-axes. We consider first the limit q = 0 where, because the sample
is an ellipsoid, the summation over j in (1.3.3) leads to a result independent of i, since
an ellipsoid placed in a constant magnetic field has a uniform magnetization throughout
its interior. Furthermore, when r = R; — R; becomes large, it may be replaced by a
continuous variable, and the sum over j may be split into a sum over the lattice points
lying within a large sphere plus an integral over the rest of the sample:

N sample
Z...: Z +V ... dr.

J j€Esphere sphere

The value of the integral for the zz-component is

1,322 zZ z - dS z-dS 4r
[ oo a=— [v (G)a=[ =B [ 2B
sphere sample

where dS is a vectorial surface element of the sphere/sample, and N¢ is the demagneti-
zation factor

~

g.ds
N, = / =, (1.3.5)
sample r
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where € is a unit vector along the &-axis. It is easily seen that N + N, + N¢ = 4.
Hence we obtain

Dee(0) = 3t [Dee(0)], — Ne, (1.3.6)

plus equivalent results for the other diagonal components. The first term is the Lorentz
factor, and [DgE(O)] ;, is the value of the lattice sum over the sphere, satisfying the
relations [D¢c(0)], = —2[Dee(0)], = —2[Dy,(0)], . In the case of a cubic lattice, the
lattice sums vanish by symmetry. This is also true for an hep lattice with an ideal ¢/a-
ratio, because of the close relationship between the fcc lattice and the ideal hep lattice.
The hcp lattice of the heavy rare earths is slightly distorted, as may be seen from Table
1.2, in which case the lattice sums become non-zero, approximately proportionally to the
deviation from the ideal ¢/a-ratio; [De¢(0)], = 1.50(c/a—+/8/3). Brooks and Goodings
(1968) overestimate the anisotropy in the free energy due to the dipole interaction by a
factor of two.

When considering the lattice sum determining D,5(q) — Dog(0), we may immedi-
ately apply the continuum approximation in the long-wavelength limit 27/q > a, and
replace the sum with the corresponding integral. In the calculation above at q = 0, this
approximation is not directly applicable, because the corresponding integral contains a
divergence at the origin, which is however removed in the difference Dog(q) — Dag(0).
In addition to the condition ¢ < 27/a, we shall assume that ¢ > 27 /L, or more specifi-
cally ¢ > 10/L (Keffer 1966), where L is a length dimension of the crystal, in which case
the effects of the boundaries on D,g(q) are averaged out because of the relatively rapid
variation of the exponential factor on the surface. Using these two conditions, we find

3(er)(Br) — 6,57

75

ar)(Br) — r2
= [Dap(0)], + // 2 )(Brs) Cos [Z[47r(2l+1)]1/2z'ljl(qrmo(e,@}r?drdﬂ-

Das(@) = Dus (0) + /

The g-independent term in the first integral leads to the same result as in (1.3.6), but
without the lattice-sum contribution, and adding D,3(0), we are left with the term
[Dag (0)] ;- The g-dependent exponential is expanded in terms of the spherical Bessel
functions, as in (4.1.8), with the polar axis chosen to be parallel to q. The dipole factor in
the resulting integral may be written as a linear combination of the spherical harmonics
of second rank Ya,, (6, ¢), multiplied by r~3, ensuring that only the term with [ = 2 in
the sum over [ survives the integration over solid angles. Further, if & and ,é' are either
parallel or perpendicular to q, only the diagonal components may differ from zero. With
& and B both parallel to q, the longitudinal component is

Dy(a) - [Dy(0)], = / / (167 /5]/2Ya0 (8, 6)r~3[d - 5Y/2(~1) o (qr)Yao 6, 6)r2drdQ

—87?/ _jQ(p)dp:_gﬂ{_Jl(P)} :_8_7T’
o P P lo 3

(1.3.7)
recalling that ji(p)/p — % or 0, for respectively p — 0 or co. This result implies that
the two transverse components are

47

D.(a) - [D1(0)], = -3 {Dy(@) - [D)(0)],} = 5 (1:3.8)
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when 27 /L <« ¢ < 27 /a. The dipole-coupling components change from the values given
by (1.3.6) to those above within a very narrow range of ¢, i.e. when ¢ goes from zero
to about 10/L, as shown by the detailed analysis of Keffer (1966). At larger wave-
vectors, the variation of D,g(q) is smooth and gradual, and it may be described by
a few interplanar coupling parameters of the type used for other two-ion interactions.
Cohen and Keffer (1955) have calculated the g-dependence for the three cubic Bravais
lattices, and their results also determine D,g(q), with q along the c-axis, in the hcp
lattice with the ideal ¢/a-ratio, since this is equivalent to q along a (111)-direction in

the fcc crystal. In the distorted case, with ¢/a = 0.9631/8/3 (corresponding to Ho), a
numerical calculation gives

Dee(q) + 0.0216%7T = {0.9185 + 0.0815 cos (ge/2) — 0.0006 cos (qc)}%7r

when q || c-axis and ¢ > 10/L, so that the g-dependence in the c-direction is very weak,
except for the jump at small q, which is illustrated for the example of Ho in Fig. 1.6.

0.4 T 1 T

Jla) —7lo} (meV)

Q
-05 * | l ! |

0.0 0.2 04 06 0.8 1.0
REDUCED WAVE-VECTOR (2m/c)

Fig. 1.6. Parallel and perpendicular components of the Fourier transform, for q along
the c-direction, of the two-ion coupling in Ho, deduced from the spin-wave energies. The
coupling is assumed to comprise an isotropic indirect-exchange contribution and the clas-
sical dipole—dipole interaction, which gives rise to the discontinuity at @ = 0 in the parallel
component, and stabilizes the cone structure at low temperatures.

In a uniform ferromagnet, the demagnetization factor leads to a positive contri-
bution to the internal energy. Without any external applied field, it is therefore ener-
getically favourable for the system to split up in domains, in which the magnetization
vector points in different directions, so that the magnetization almost vanishes at the
surface. The greater the number of domains, the more effectively the demagnetization
contribution may be eliminated, but this tendency is opposed by the cost in energy of the
domain-walls. Tt is only the contribution due to the demagnetization factor (as deter-
mined by the magnetization at the surface) which is affected by the creation of domains,
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and in a simple model in which the energy of the domain-walls is neglected, the internal
energy per unit volume, due to the dipole coupling and including the Zeeman energy, is

Up + Uy ~ —3 DX (0)M? + SN.(M)? — H (M).

The demagnetization factor is considered separately, so that D (0) = 47 /34D, (0)] Iy
and H 4 is the field applied in the z-direction. M is the magnetization,

M = Zgupt.) (1.3.9)

in each domain, whereas (M) is the magnetization averaged over the whole crystal. If
the internal field Hy and the demagnetization field Hp are defined by

H]ZHA—HD N HD:NZ<M>, (1310)
the energy is minimized by the conditions; H;y = 0 when (M) < M, and (M) = M when

H; > 0. As a function of Hy, the magnetization jumps from zero to its ‘saturation’
value at Hy = 0.



2

MAGNETIC STRUCTURES

2.1 Mean-field theory of magnetic ordering

The simplest form of Hamiltonian which is adequate to explain the occurrence of most
of the observed magnetic structures is

M= Heli) - %ZJ(ij)Ji-Jj—i—Hb (2.1.1a)
% ij

where the first sum is the single-ion crystal-field Hamiltonian (in the case of a hep lattice)

Heli) = S BPOY(,) + BEOY(T,). (2.1.10)
1=2,4,6

the two-ion term is assumed to be isotropic, and the Zeeman term is

Hy=—> m;-Hi (2.1.1¢)

The field may vary spatially, so that we must specify its value on each site, writing
H; = H(R;), and the magnetic moment on the ith ion is p;, = g pJ;.

The static-susceptibility tensor may be derived as the second derivative of the free
energy, and we shall therefore begin by recapitulating a few basic thermodynamic results.

The free energy is
1

F:U—TS:—Ban, (2.1.2)
where U is the internal energy, S the entropy, and 8 = (kgz7T)~!. The partition function
is

Z=Te{e P} => e (2.1.3)
P

Tr indicates the trace over a complete set of states, and the final summation may be
performed if the eigenvalues £, of the Hamiltonian are known. The expectation value
of an operator A is

1 —BH
(A) = ETr{Ae Ay (2.1.4)
The derivative of the free energy with respect to a variable x is
oF 1 0Z 1 OH OH
— = 2% Cmpd I AR 2N 2.1.
Oz BZ 0x  Z { oz € } { Oz ) (2.1.5)

This expression is obtained by utilizing the invariance of the trace to the basis used,
assuming it to be independent of x and a cyclic permutation of the operators, thus
allowing a conventional differentiation of the exponential operator, as may be seen by a
Taylor expansion. This result is general, but the exponential operator can only be treated
in this simple way in second derivatives if OH/0x commutes with the Hamiltonian,
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which is usually not the case. However, we may be interested only in the leading-order
contributions in the limit where 3 is small, i.e. at high temperatures. FExpanding in
powers of 3, we may use the approximation exp{—0H} ~ 1—H+ %B2H2. In this case,
we may proceed as above, and the result is

0*F 0*H OH . ,0H OH OH
0x0y :<8x8y>+ﬂ(<%><8_y>_<%6_y>> (2.1.6)
2 TOH OH o
%<{%’ 3—2/} H) +O(5%),

where the second- and higher-order terms vanish if one of the derivatives of H commutes
with H itself.

In many instances, it is more convenient to consider the angular momentum rather
than the magnetic moment, with a corresponding field variable h; = gugzH;, so that the
Zeeman term (2.1.1c) becomes

Hz=-> p-H==>"J,-h, (2.1.7)

Since the exchange and anisotropy terms in H do not depend explicitly on the field,
OH/OH;, = —p,,, and, using eqn (2.1.5), we have

(i) = —OF/0H;o or (J;,) = —0F/0h;q. (2.1.8)
Next, we define the non-local susceptibilities
Xa(i7) = 0lp;) [0H j5 = —0*F [0H;00H 5, (2.1.9a)

and similarly
Xag(id) = (9up) " *xhg(if) = —0>F[0hiadhs, (2.1.9b)

and the corresponding Fourier transforms, e.g.
1 c N —ig- (R —R.s .y —ig-(Ri—R.;
X}lg(Q) =5 ZXiB(Z])e iq-(Ri—Ry) _ ZXiﬁ(U)e iq-(Ri—R;) (2.1.9¢)
ij J

The final equality only applies in a uniform system. If the field is increased by an
infinitesimal amount dH(q)exp(iq-R;), the individual moments are changed by

Spia) = D> Xhs(i5)0Hy(q)e' R, (2.1.10a)
j B

according to (2.1.9). Hence the added harmonically-varying field introduces one Fourier
component in the magnetization:

Mo (@) = 5 3 dlnia)e ™R = 257 N2 (@)5H (), (2.1.100)
i B

proportional to the susceptibility at the wave-vector considered. The usual definition
of the susceptibility components (per unit volume), as used in Section 1, (1.1.22), is
0M,(q)/0Hsz(q). The susceptibility used in (2.1.100) differs from this by the factor
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V/N, i.e. we are here considering the susceptibility per atom instead of per unit volume.
Furthermore, since we shall not make any further use of x* 5(q), we shall reserve the

notation x,;(q) for the g-dependent susceptibility X‘;B(q)7 introduced in eqn (2.1.9b),
throughout the rest of the book. So in terms of the susceptibility per atom, ‘in units of
(gpe)?’, the above equation may be written

5(Ja(q)) = %Zé@]m e laR = Zxaﬁ )8hg(a), (2.1.10¢)

with the upper index J in Xfw(q) being suppressed from now on.

2.1.1 The high-temperature susceptibility

In order to calculate X(q) in zero field, we shall first use the approximation (2.1.6) to
the derivative of the free energy, valid at high temperatures. In this limit (J;) = 0, and
only one term in the expansion is non-zero:

Xap(if) = BTx{JiaJjs(1 — BH)} /Tr{1 — BH}, (2.1.11)

to second order in 8. The commutator in the third term on the right-hand side of (2.1.6)
is either zero or purely imaginary (if ¢ = j and « # ), showing immediately that the
expectation value of this term must vanish in all cases. To first order in 3, we obtain
from (2.1.11)

Xap(id) ~ BTx{JiaJjp}/Te{1} = % J+1)B0,50;; 5

using the product of the eigenvectors of J;, as the basis, and recalling that

> m?=J(J+1)(2] +1),

when m runs from —J to J. In order to calculate the second-order contribution, we
shall utilize the general tensor properties of the Stevens operators, which satisfy the
orthogonality condition:

Te{O"(3:)O" e )} = 003008 Te{ [O7(J2)])? }

(2.1.12)
and Tr{Om i } =0,

when [ and I’ are both non-zero. Of is just the identity operator. J;, is a linear

combination of O7*(J;), m = —1,0,1, and (2.1.12) then implies that the trace of the

Hamiltonian (2.1.1) vanishes, and hence that the denominator in (2.1.11) is Tr{l} =

(2J + 1)V, For the second-order term in the numerator, we find

Tr{JiaJjgH} = 6;; B9 Tr{JiaJis03(Js) } — T (i) Tr{ Jia Jjpdi-J;}
= 0,00 BSTe{ 0 [3J7, — J(J 4+ 1)]} — 605 T (i) Te{J2, T2, },

utilizing that J;J;s is a linear combination of second- and lower-rank tensors for i = j,
and a product of first-rank tensors for ¢ # j. When a = z (or {), we may readily
calculate the first trace, using
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S omt = I +1)(2] + 1)(3J% +3J 1),

The traces with a = x or a = y must be equal, and using this equality in the case o = z,
for instance, we may replace J2 in the trace by 3(J2 4 J2) — 5J(J + 1) — 3J2. As the
constant term multiplied by 3J2 — J(.J +1) does not contribute (as Tr{3J%—J(J+1)} =
0), the trace with & = = or y is equal to —1/2 times that with & = z. Only the single-
ion terms contribute to the trace when i = j (J(i¢) is assumed to be zero), and of
these only the lowest-rank term BS appears, to leading order. The two-ion coupling
only occurs in the trace, and hence in x,4(ij), when i # j, and this contribution may
be straightforwardly calculated. To second order in 3, the off-diagonal terms are zero,
whereas

Xoalif) = 8,2 7(J + 1)B[1 = 2(30,c — V)BT — 3)(J +2)8] + [37(J + 1)8]° T (i5).

Introducing the Fourier transform of the two-ion coupling,

J(a) = J(ij)em i), (2.1.13)

we find that, to the order considered, the inverse of the gq-dependent susceptibility may
be written

1 Xaald) = 075 + (g = 1)

6(J - 3)(J +3)

5J(J + 1) By —J(q)+0(1/T). (2.1.14)

The inverse susceptibility in the high-temperature limit thus increases linearly with the
temperature, with a slope inversely proportional to the square of the effective param-
agnetic moment (oc {J(J + 1)}*/2). The susceptibilities determined experimentally by
magnetization measurements are the bulk values at zero wave-vector. The straight lines
found at high temperatures for the inverse-susceptibility components 1/x,,(0) versus
temperature may be extrapolated to lower values, as illustrated in Fig. 2.1. The values
at which these lines cross the temperature axis are the paramagnetic Curie temperatures
0H and 0, , determined respectively when the field is parallel and perpendicular to the

c-axis (C-axis). The high-temperature expansion then predicts these temperatures to be
1 4 1
kb = $J(J +1)7(0) — 2(J — 3)(J + 3)BY, (2.1.15q)

and
kpd, = 2J(J+1)T(0)+ 2(J - 3)(J+ 2)BY. (2.1.15b)

Hence the paramagnetic Curie temperatures are determined by the lowest-rank in-
teractions in the Hamiltonian, i.e. those terms for which {+{’ = 2. The difference between
the two temperatures depends only on BY, because of the assumption that the two-ion
coupling is an 4sotropic Heisenberg exchange. The mean temperature (0H +20,)/3 is
determined by J(0) which, from (2.1.13), is the algebraic sum of the isotropic two-ion
interactions, and this temperature may be measured directly with a polycrystalline sam-
ple. The two basal-plane components are found to be equal. This is not just due to the
assumption of high temperatures, but is generally valid as long as there is no ordered
moment in the basal-plane. In this case, the c-axis is a three-fold symmetry axis, or
effectively a six-fold axis, due to the symmetry of the basal-plane anisotropy Bg in the
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Hamiltonian. The susceptibility is a second-rank tensor, according to (2.1.9), and it
cannot therefore vary under rotation about a three- or six-fold axis.

20 T T T T T T T T T T T T T

1/x {meV)
Py

0.5

00 | | i ] | | 1 1 ! 1 L | L
0 40 80 120 160 200 240 280

TEMPERATURE (K}

Fig. 2.1. The inverse susceptibility, in atomic units, in Tm above Ty. The full lines

depict the results of a mean-field calculation and the dashed lines are extrapolations of the

high-temperature limit. Experimental values are also shown. The MF theory predicts a

deviation from the high-temperature expression as the ordering temperature is approached
from above, because of crystal-field anisotropy effects.

2.1.2 The mean-field approximation

The high-temperature expansion may be extended to higher order in 3, but the cal-
culations rapidly become more complex, so we shall instead adopt another approach,
the mean-field approximation. In this method, the correlated fluctuations of the mo-
ments around their equilibrium values are neglected. In order to introduce (J;) into the
Hamiltonian, we utilize the identity

JiJj =i = (J))- (I = I5) +Ji- (I5) + I3 (Ta) = (Ta) - (I5)-
The MF approximation then consists in neglecting the first term on the right-hand side,

which is associated with two-site fluctuations, since ¢ # j. The Hamiltonian (2.1.1)
is then effectively decoupled into a sum of N independent terms for the single sites;

H ~ >, Hyp (i), where
Haie (8) = Heg (1) = Ji by = (Ji = 3(30)) - D T (@)J;), (2.1.16)

in the presence of an external magnetic field h; = guzH,. Introducing the effective field

h" =h, + > J(ij)(J;), (2.1.17a)
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we may write the MF Hamiltonian
. : 1
Hop (i) = Hee(i) = J; - b + 3(3;) - (T — hy). (2.1.170)

Self-consistent solutions of the MF equations may sometimes be obtained analytically,
but numerical methods may be used more generally, provided that the periodicity of
the magnetic structure is commensurable with that of the lattice. For an assumed
distribution of (J;), the effective field and hence the MF Hamiltonian for the ith site is
calculated. Diagonalizing this Hamiltonian, we may derive the partition function Z;, the
free energy F;, and the expectation value (J;) for this site. The last term in (2.1.17b) just
adds a constant contribution to F;, without affecting (J;). Performing this calculation
for all the different ions, we determine the various values of (J;), and the total free
energy is the sum of the F;. The derived values of (J;) are used as the input for a
new MF Hamiltonian, and this iterative procedure is repeated until self-consistency is
attained. The self-consistent solution of the MF Hamiltonian may be one in which (J;)
is non-zero even in zero field, thus describing the occurrence of a spontaneous ordering
of the moments.

Having found the self-consistent solution for the angular momenta, we may proceed
to calculate the susceptibility. The MF Hamiltonian for the ith site has been diagonal-
ized, and we shall denote the (2J + 1) eigenstates by | p >, with corresponding energy
eigenvalues F,. If the effective field is changed by a small amount 5h%ﬁ, the Zeeman

term —Jig(Sh%ﬂ must be added to the Hamiltonian, and EI(,l) =E,— <pl|Jiglp> Sheft,
to first order in the perturbation, provided that | p > is a set which diagonalizes the per-
turbation within the possibly degenerate subspaces of the zero-field Hamiltonian. The
new eigenstates are

/
IpM > =1p> —5h%ﬂz P ><p' | Jiglp> /(E, — E,),
p/
where the terms for which £, = E, vanish. Using (2.1.3) and (2.1.4), we then have, to
first order in §h%ff,

TD) =3 <pD [ [pV > 0 = 37 < p| Jia |p> 0V

P P
li

—h§y " <plJia |t ><p'|Jig|p>n,/(E, — E,)
pp’
li

—h> " <p|Tis | ><p' | Jia | D> 0,/ (B, — Ey),
pp’

where the last two sums extend over states for which E, # E,,. The population factor

of the pth level at 6heﬁﬁ = 0is n, = exp(—BE,)/Z;, and nl(yl) is the corresponding factor
at the field 6h%ﬂ. By differentiation, we find

an(D /0(heT) = {<p| Jig|p> — > <p' | Jig |p' > ny } B,

p

= {<p|Jiglp>— (Jig) } Bn,,.
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Introducing this result in the equation above, and interchanging p and p’ in the last
sum, we obtain finally:

E,#E,
o (x e <plJia|p' ><p'|Jig|lp>
XEp(0) = O J;a) [ORET = > e (= )
pp’ p p
E'p:Ep/
+ Z <plJialp" ><p' | Jig|p>n, — B(Jia)(Jig)- (2.1.18)
pp’

The second summation is transformed in such a way that it is no longer necessary
for J;3 to be diagonal within the degenerate subspaces, as required initially. The first
term in the susceptibility is the Van Vleck contribution, which becomes constant at
zero temperature, whereas the second term, the Curie contribution, diverges as 1/T in
the low-temperature limit. The susceptibility deduced above is that determining the
response due to a change of the effective field, 6(J;) = X (i)oh¢, whereas we wish to
know the response due to a small change of the ezxternal field. If a small harmonically-
varying field dhgexp(iq-R;) is applied, the effective field, according to (2.1.17a), is

Sh§™ = Shge' 3 " 7 (i5)x °(j)6hs".
J
This equation may be solved by a Fourier transformation if  °(i) = X * is site-indepen-
dent, which it is so long as (J;) is independent of 4, as in the high-temperature param-
agnetic phase, for example, where (J;) = 0. Neglecting any site-dependence of X', and
introducing the notation shsf = §hgﬂexp(iq-ri), we get

ohT = {1-X°T(q)} 'ohy,

or, by the definition of the susceptibility,

Ta)= {1 -7 T(@} " (21-19a)

In the following, we shall assume that the external magnetic field is zero. With this
restriction, X(q) is diagonal in the (£n¢)-coordinate system, and the reciprocal suscep-
tibility, in the MF approximation, may be written

1/Xaa(q) = 1/X50 — T (a). (2.1.190)

In the degenerate case, (2.1.18) implies that x2, = BJ(J + 1)/3. However, if Her is
non-zero, the expression (2.1.18) for the susceptibility becomes quite complex. A drastic
simplification is achieved by assuming a small value of 3. In this high temperature limit,
X may be calculated by a procedure equivalent to that used in deriving (2.1.14), except
that J(ij) = 0. Hence, to second order in 3, we have

Xoo = 2J(J+1)B[1 — 2(36,c — 1)(J — 1)(J + 2)BIg]. (2.1.20)

Introducing (2.1.20) in (2.1.19), we obtain the same result as previously derived in
(2.1.14), demonstrating that the MF approximation is correct in the high-temperature
limit. Although the thermal fluctuations increase when the temperature is raised, they
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also become increasingly uncorrelated. It is the latter effect which is the most pro-
nounced, and the correction to the MF value of the free energy, proportional to the
correlation energy of the two-site fluctuations J(¢5){(J;-J;) — (J;)-(J;)}, decreases with
temperature at high temperatures. In the other limit of zero temperature, the corre-
lation effects are much stronger, but the fluctuations themselves are small. We may
therefore also expect the MF approximation to be accurate in this limit, and to provide
a useful interpolation at intermediate temperatures.

X increases steadily with decreasing temperature. If the crystal-field ground state
is degenerate, the second sum in (2.1.18) is non-zero and X ° diverges in the zero-
temperature limit. Because of the Kramers degeneracy, the ground state is always at
least doubly degenerate if 2J is odd. When J is an integer, the ground state may be
a singlet, in which case X saturates at a constant value at zero temperature. Except
in this special case, it is always possible to find a temperature where 1/x,,,,(q) is zero,
corresponding to an infinite x,,(q). The largest value of the g-dependent susceptibility
is found at the wave-vector Q at which J(q) has its maximum. Of the three non-zero
components of X(Q), the cc-component is the largest if BY is negative. If BY is positive,
on the other hand, the two equal basal-plane components are the largest. It is the max-
imum component of the susceptibility at q = Q which first diverges when the system is
cooled. This divergence signals that the paramagnetic ground-state becomes unstable
against the formation of an ordered state in which the moments are modulated with
the wave-vector Q, and point along or perpendicular to the c-direction, depending on
whether BY is respectively negative or positive. Hence, a second-order phase transition
takes place at this critical temperature, called the Curie temperature, T, or the Néel
temperature, T, depending on whether Q = 0 or Q # 0. Just below T}y, the ordered
moment (J;) is small, and the free energy of the ith ion may be expanded in powers
of this moment. In order to establish this expansion, we first consider the Hamiltonian
H' (i) = Hee () — J; - h. The corresponding free energy may be written

Fl=Fy/N =) b+ A L)+ Boplin)* (Jig) + -+
« af

Except for the field term, this expansion only includes products of components in which
the sum of the exponents is even, because of time-reversal symmetry. Using the equi-
librium condition OF]/0(J;o) = 0, and recalling that (J;o) = x2,(c = 0)h,, to leading
order, in the zero-field limit, we obtain

A, = {220 =0)} ", (2.1.21a)

where x2,(c = 0) is the MF susceptibility (2.1.18), in the limit of zero magnetization
(field). The susceptibility decreases with increasing magnetization (or field), as described
by the fourth-order terms. An order-of-magnitude estimate of B, 5 may be obtained by
neglecting H¢(7). In this case, the magnetization as a function of the field is given by
the Brillouin function (1.2.31):

(Jia) = JB;(BThg) = 3J(J +1)Bha {1 — 15(J* + T + 5)5°h2 },
which, in combination with the equilibrium condition for the free energy, determines

B,,. The off-diagonal terms may be obtained straightforwardly by utilizing the con-
dition that, when H.¢(¢) is neglected, the free energy should be invariant with respect
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to any rotation of the magnetization vector, implying that all the coefficients B4 are
equal, or
9 J2+J+3

B~ _———=
B0 J3(J+1)3

kgT. (2.1.21d)
The introduction of the crystal-field terms of course modifies this result, but rather little
in the high-temperature limit. Under all circumstances, the effective six-fold symmetry
around the c-axis implies that B, is symmetric, B, = B,, = By, and B, = B, ,
and it also eliminates the possibility that any other fourth-order terms may contribute.
The expansion of the free energy of the total system, when the external field is zero, is
obtained from the expansion of F}, summed over 4, by substituting the ezchange field
heff = > J(ij)(J;) for h, and adding the ‘constant’ $(J;) - e so that

F=Fy= 33 TN 05+ 3 [ D Aallia) + Y Baglia)ip)?] - (21:22)
ij i a af

to fourth order in the magnetization. This expansion of the free energy in terms of the
order parameter(s) is called the Landau expansion.
Assuming the ordered phase to be described by a single wave-vector, we may write

(Jia) = Jog cos(a-Ri + ¢,), (2.1.23)

where o, = 0,(q) is the relative magnetization at the wave-vector q. Introducing this
into the free-energy expression, and utilizing the condition that )", cos(q’-R; + ¢) = 0,
if ' is not a reciprocal lattice vector, we find

f=(F-F)/N=1J*Y {24, - J(Q)}o

+ 1743 B {2 + cos2(p, — ¢p)}olad, (2.1.24)
o

if 4q is different from a reciprocal lattice vector. The coefficients of the second power
are thus « {24, — J(q)} = 1/x4a(q,0 = 0), where the susceptibility is evaluated at
zero magnetization. As long as all the second-order coefficients are positive, at any value
of q, the free energy is at its minimum when o, = 0, i.e. the system is paramagnetic.
The smallest of these coefficients are those at q = Q, where J(q) has its maximum.
In the heavy rare earths, with the exception of Gd, Q is non-zero and is directed along
the c-axis. Depending on the sign of BY, the magnetic structures occurring in the heavy
rare earths may be divided into two classes, which we will discuss in turn.



3
CONDUCTION ELECTRON INTERACTIONS

3.1 The RKKY interaction

As we have already discussed in Section 1.2, the conduction electrons in the rare earth
metals act as the medium through which the coupling is established between the 4f
electrons localized on the ions. In this section, we shall investigate this RKKY coupling in
more detail, and consider its influence on both the spin waves in the ferromagnetic phase,
and also on the conduction electrons themselves. The indirect-exchange interaction is
first derived, and its effects in limiting the lifetimes of the spin waves and in polarizing
the conduction electrons are deduced. The enhancement of the effective mass of the
conduction electrons by the dynamical magnetic fluctuations is then calculated. Finally,
the modification of the electrical resistivity by the exchange interaction is discussed,
including the scattering of the conduction electrons by the spin-wave excitations, and
the influence of the magnetic ordering on the conduction-electron band structure. For
completeness, we include the effect of magnetic superzones in periodic structures in this
section.

3.1.1 The indirect-exchange interaction

The starting point for our consideration of the indirect exchange, or RKKY coupling, of
the localized moments is the Heisenberg—Dirac exchange between the 4f electrons and
the conduction electrons. The 4f-core electrons of the ion at site ¢ are assumed to be
described to a good approximation by non-overlapping atomic wavefunctions ¢4 (r—R;).
We shall neglect the spin—orbit coupling of the conduction electrons, and assume their
wavefunctions to be the Bloch functions

Vnte(T) = Upie(r) €7 = (v — Ry) ¥R (3.1.1)
independent of the spin state 0. unk(r) = u.k(r — R;) has the periodicity of the
lattice, and n is the band index. The Hamiltonian of the conduction electrons in second
quantization is

He = €nkCioCrkco (3.1.2)
nko

where the index s is conventionally used for the conduction electrons even though, as
we saw in Section 1.3, they have predominantly d character. c:k creates and ¢, ¢
annihilates a spin-up electron in the band-state (nk), and they are Fermi-operators
which satisfy the anticommutation relations

{Cakos Caior} = CakoCancor T Crricror ko = Onn Ok G (3.1.3)

{Cjz_ka’ C:’k’a/} = {anav Cn/k’a’} =0.
An exposition of second quantization may be found, for example, in White (1983). The
exchange interaction between a pair of electrons is —27Is; - so, where I is the exchange
integral. If s; is the spin of a 4f electron at site 4, then the sum over all the 4f electrons
at this site gives

Z —2[51 + 89 = —2ISi + 89 = —2[(9 — l)JZ‘ + 89,
Af el.
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where [ is an average value of the exchange integral for the 4f electrons, and states
other than those in the ground-state J-multiplet are neglected. The spin-density of
the conduction electrons at r may be expressed in second-quantized form so that, for
instance,

822 ZZ¢/k/ 1/)nk )%( n'k/1Cnk 1 — +’k’lcnkl)' (314)

nn’ kk’
The sf-exchange interaction is determined by the following exchange integral:

2

/dl‘1dl‘2¢:§/k/ (r1)¢ip(r2 — Ry) Ynk(r2)@ar(r1 — Ry)

|r1 — rof

1 (K
= —I(n'K, nk)e ik KR
with

I(n'kK',nk) = N/drldrwszf (r1)d4s(r2) Unk(r2)ar (r1), (3.1.5)

e
r1 — 1o

where N is the number of rare earth ions. If there are several 4f electrons per ion,
I(n'k’, nk) should again be averaged over their wavefunctions. The Hamiltonian Hf,
describing the exchange interaction between the conduction electrons and the 4f elec-
trons, is then found to be

Z Z Z _ 1 /k/ nk) —i(k'—k)-R;

i nn! kk' (3.1.6)
+ + + - + +
X [(Cn/k/TanT - C’n/k/lc’nkl)JiZ +C’n/k/TC’nlii +cn/k/LcnkTJi ]7
in second quantization.

In the ordered ferromagnetic phase, we may use the MF approximation, in which
case

Hr (MF) ZZ — DIk, 1K) (€)1 st — e Cnte ) () (3.1.7)

nn’

This Hamiltonian gives rise to both diagonal and off-diagonal contributions to the ener-
gies of the conduction electrons. The diagonal energies are

EnkT =E&pk — <JZ>(g - 1)[(711{, ’I’Lk)

(3.1.8)
€nk| = Enk + <Jz>(g - 1)I(nkv nk)

Second-order perturbation theory then gives the energies of the band electrons as

~ I(n'k,nk)|
Enko = €nko + < Z | n (319)
nizn Cnk T Enk

This dependence of the energies of the perturbed band-electrons on their state of polar-
ization implies that the electron gas itself develops a non-zero magnetization. In order
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to calculate this moment, we first note that (3.1.9) corresponds to a replacement of
Hs + Hsr(MF) by an effective Hamiltonian for the band electron,

H = Z gnkazvjko-’cvnka? (3110)

nko

where the new Fermi operators are determined in terms of the old by

Crk1 —anT+ZUk n,n) et

(3.1.11a)
Cok| = Cnk ZUknn Cprk |
to leading order. Uyx(n,n) =0 and, for n' # n,
I(nk,n'k
Un(n, ') = (g — 1)(.) LK) (3.1.11b)

Cnk — En’k

The (approximately) diagonal form of (3.1.9) implies that the thermal expectation values
are

<~:ka Cn/k'o /> = 6nn/5kk’ 500/ fnko, (3112&)
where

Frke = v (3.1.120)

eﬁ(enka_HF) —+ 1
is the Fermi-Dirac distribution function and pp is the chemical potential, equal to
the Fermi energy £, in the temperature regime in which we shall be interested. The
moment density is determined by (3.1.4), and introducing the new Fermi operators and
using (3.1.12), we obtain

(z(r))cel. = pp ZZ¢ e (1) ( )(<C$k/TanT> - <C$kflcnk¢>)

nn’

=Up ZZ¢ e (0) Y (r )[{5nn/ + Uﬁ(”/a”)}(fnm - fnkl)
+Uk(nan/)(fn/kT *fn/kl)]- (3.1.13)

The uniform, averaged part of this moment density can be obtained by an integration
of eqn (3.1.13) over space, and remembering that the wavefunctions are orthogonal and
normalized, we find the magnetic moment of the conduction electrons per ion to be

</JJz Cel 'uBN Z nkl — nki) (3114)

We note that, in addition to this uniform polarization of the conduction electrons, there
is a spatially non-uniform component of the polarization density with the periodicity of
the lattice. This non-uniform component reflects the variation in the electronic density,
including the perturbative changes due to the interband contributions proportional to
Ux(n,n’). Furthermore, when the spin—orbit coupling of the conduction electrons is of
importance, the interband coupling may induce a positional dependence in the direction
of the spin polarization.
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In order to obtain order-of-magnitude estimates of the exchange effects, we introduce
a reasonable but somewhat crude approximation for the exchange integral, which is due
to Overhauser (1963) and has been discussed in detail by Freeman (1972). First we
assume that the Coulomb interaction in eqn (3.1.5) is strongly shielded, so that it can
be replaced by a d-function. Next, using plane waves for the Bloch functions, we obtain

(9 — DI(nk’,nk) ~ j(q =k" — k) o /dr|¢4f(r)|2e_iq'r, (3.1.15)

which is the form factor of the 4f-electron density, approximately the same as the local
moment density (4.1.15). In this simplified model, where the conduction electrons are
assumed to be free-electron-like, the interband exchange integrals, in which n’ # n,
are obtained by adding reciprocal-lattice vectors 7 to q in eqn (3.1.15). In this model,
we obtain a rigid band-splitting, independent of k, between the spin-down and spin-up
bands, of magnitude

A =€ — it = 2(J2)7(0). (3.1.16)

Since j(0) has the same sign as (g — 1), it is positive in the heavy rare earth metals. If
N (¢) is the density of electronic states per ion and per spin state in the paramagnetic
phase, the shifts of the spin-up and spin-down bands lead to an excess number of spin-up
electrons proportional to
— 1 s
NEp) = —/ N (e)de, (3.1.17)
A Py %

F

when the small modification of the density of states due to the interband coupling
is neglected, so that € is close to the Fermi energy e, of the non-magnetic system.
In combination with eqn (3.1.14), this result predicts a (positive) augmentation of the
ferromagnetic moment of the 4f electrons, due to the conduction electrons, of magnitude

(Bz)eer. = ppN (Ep)A, (3.1.18)

when kpT < €. The total moment per ion may then be expressed in terms of an
effective g-factor:

</1’Z> = g;U’B<JZ> + <,Ufz>c‘el‘ = (g + AQ)MB<Jz>, (31190,)

where

Ag = 25(0)N (Ep). (3.1.190)
In the metals, the effective exchange integral j(0) is ~ (g — 1) x 0.1eV, leading to an
exchange splitting A which, in Gd for example, is nearly 1eV. This relatively large
splitting has the consequence that V() may differ somewhat from the value N (e) in
the paramagnetic phase. In the hcp metals, the band structure calculations discussed in
Section 1.3 reveal that ¢ is near a peak in the density of states due to the d electrons,
and that N(ep) ~ 1 eV~ per spin state per ion, corresponding to an electronic moment
of the order of one-tenth of the local moment. In the example of Gd, for which g = 2,
Ag = 0.18. The same value of Ag/(g—1) accounts fairly well for the conduction-electron
contribution to the moments of the other heavy rare earths in Table 1.6, bearing in mind
the uncertainties in the experimental results, and the possible effects of the crystal fields
in quenching the local moments.
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The spin waves in the ferromagnetic phase are decisively influenced by the sf-
exchange interaction. In order to consider such effects, we introduce the Bose operators
acting on the angular-momentum states, as in eqns (5.2.6-8), and find, to first order in
1/J,

1 . —_iq-R.
Mg = Hog (MF) =+ > 3@+ ) e ™ [ =dqo (6 1 00r)
kqr

— <CI+Tlel>)alj_ai + Vv 2JCI+q+TTCkl a?_ + Vv 2JCI+q+TleT a,i:|,

using the simplified exchange of eqn (3.1.15), and neglecting effects of third or higher
order in j(q) due to (¢ ¢, — (¢ cx,))ata;. q is assumed to lie in the primitive
Brillouin zone, but no such restriction is placed on k. We note that c{f and ci(" 4> Where
T is a reciprocal lattice vector, create electrons in different bands in the free-electron
model. Introducing the crystal-field Hamiltonian to first order in 1/J (eqn (5.2.14) with
J(ij) = 0), and the Fourier transforms of the Bose operators (5.2.16), we find that the

total magnetic Hamiltonian becomes

H="H,+ Z [{A+ JJ(0, 0)}adaq + B%(aqa_q +ataty)]

q’—q

N ‘ . . (3.1.20)
—V2J/N Z 3@+ 7) (O qrr 1) O q + Cepqir Gt Oa)s
kqTt

where 5 5

= 9N~ 2 . k] —Jk
7(0.0) =2/ (ON(Ep) + 5 D 1i(r)P=—=1 (3.1.21)

k,7#0 Ek"“" k

including the ‘interband’ contributions as in (3.1.13). The spin-wave energies may be
obtained from the poles in the Green function ((ay; ad)). The equation of motion
(3.3.14) for this Green function is determined from H to be

{hw — A=J7(0,0)}(aq; ad)) — B{{aty; ad))

q —q7 9q

+V2IIN Y j(—a = ) {{ef o r iy s ad)) = 1. (3.1.22)
kT

The equation of motion of the new Green function <<c:7q7_rTck 13 ag)) involves the
following commutator:

[Ck—qer 10t M = (Ex) = Ekq-r1) Gmqr 1%k
+ \/WZJ(Q')(CLqJMwCu - Cltquﬂck—q’T) g (3.1.23)
o
~ (ex) — fk—a-71)C_q 1|+ V2I/Nj(@+T)(fi; = feq-r1) Oq
obtained by applying the anticommutator relations (3.1.3) and, in the second equation,

an RPA decoupling of the operator products. It is not necessary here to differentiate
between the new and the old Fermi operators, as the differences introduce corrections
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only in the third order of |j(q)|. Introducing this RPA result in the equation of motion
for the Green function (¢ o .16 ; ad)), we obtain

(h(.d — €k + 8k—q—TT)<<C]i_7Q*TTCkl ; a:;>>

_ (3.1.24)
2J/Nj(q+ T)(fkl - fk—q—TT)<<aq; a§>> =0,
which, in combination with (3.1.22), leads to
{hw = A= JF(0,0)+ IF (@)} lag: af)) — Bllatgi af)) =1, (3.125)
where
Flqw) = lim = Slita+ Py fit = heq-ry . (3.1.26a)
’ e—0t N £ — hw +ihe — ey +e_g_rq

This result may be expressed in terms of the susceptibility of the conduction electrons.
Introducing the spin susceptibility per ion, which is the usual magnetic susceptibility
times (2uz) 2V/N, so that

Xjel = T xr /drler ) (1‘2)>> e*iq-(rlfrg)
= + .t
= —N §/<<Ck’7chk’l 3 Ck"+qlck’/T>> (3126b)

1
= lim =Y ,f“i Je-ai ,
e=0t N £~ hw +ihe — ey | +e_gp

and neglecting the higher-order corrections to the spin-susceptibility, due to the coupling
to the local moments, we can write the above result

J(aw) =23 [ila+ 1) xig(a+7.w) (3.1.26¢)

T

where by the relation (3.2.15), x{ (q,w) = [x. 4 (—q,—w)]*. In general, when the
Coulomb interaction cannot be approximated by a J§-function, this factorization is not
valid, and the indirect exchange is instead given by

J(qw) =

f k - f Tk — (3127)
lim — g—1?|I(n'k — q,nk nkl -o'k-aqf
ef&N%Z I a k)l hw +ihe — €| + € _qr

where k is now confined to the primitive Brillouin zone.

In the frequency regime of the spin waves, where |fiw| is much smaller than the Fermi
energy or the exchange splitting A, the frequency dependence of 7 (q,w) can, to a good
approximation, be neglected. The spins of the conduction electrons respond essentially
instantaneously to any changes in the state of the local angular momenta, compared with
the time-scale of these changes. For a Bravais-lattice, J(q,w) ~ J(q,0) = J(—q,0). A
comparison of eqn (3.1.25) with the 1/.J spin-wave result (5.2.18) shows that 7(0,0) —
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J (q,0) replaces the contribution of the Heisenberg interaction considered in eqn (5.2.1).
In this equation, J(ii) = 0 by definition and, since this is not the case for J(ii) =
(1/N) > J(q,0), J(q,0) cannot be associated directly with J(q). The instantaneous
or frequency-independent part of the coupling of J; with itself leads to a contribution
INJ(ii)(J;-J;) to the total energy, where (J;-J;) = J(J + 1), independently of the
magnetic ordering or the temperature. This assertion may be verified (to first order in
1/J) by a direct calculation of (H) from (3.1.20). For this purpose (¢ qr1Ck 08, for
instance, is determined from eqn (3.1.24), but a self-energy correction of a factor 1/2
must be included in its contribution to (H). Taking this condition into account, we may
finally write

J(a) =J(q,0 ZJ q,0). (3.1.28)

The exchange interaction between the 4f electrons and the conduction electrons thus
leads to an effective Heisenberg interaction between the local angular momenta, as given
n (5.2.1). This is the RKKY interaction discussed earlier in Section 1.4.

The above calculation has been performed for a Bravais lattice, but the result
(3.1.26) is readily generalized to a crystal with a basis of p ions, as the conduction
electrons, in the approximation adopted, are not affected by the presence of the basis. If
the couplings between the different sublattices are introduced in an equivalent manner

o (5.1.1), then

=~ 2 . _ .
Tes(qw) = 2 > lila+1)Pxa (@ + 7 w) exp(ip,, - ) (3.1.29)
T

replaces (3.1.26¢), where p,,, is the vector connecting the two sublattices s and s'.

The interaction between the localized moments is effectuated via virtual electron-
hole pair-excitations of the conduction electrons. The transmission of any time depen-
dent event may be disturbed in two ways; either by the finite propagation-time of the
pairs, or by a decay of the pair states into unbound electron and hole excitations, the
so-called Stoner excitations. The second effect produces by far the most important
correction to the instantaneous interaction, but we shall begin with a discussion of the
frequency-dependence of the real part of J(q,w), due to the finite transmission time.
Returning to the simple model leading to (3.1.26), we find that the exchange coupling
is proportional to the susceptibility function Xi(;(qy w), which for unpolarized free elec-
trons is the same as the Lindhard function (Lindhard 1954). If corrections of the order
kgT/ep are neglected, the real part at zero wave-vector is

- fkl fkT
Re [Xcel 0 w Nzhw

— €&k Tkt (3.1.30)
fkT A — hw o
N A ~NE (1 -

From this result, we find immediately that the intra-band contribution at zero frequency
to J(q — 0,0) in eqn (3.1.26a) is 2j%(0)N(€z), which is the same as in (3.1.21).
On the other hand, the interband contributions differ in the two expressions, as the
denominator in (3.1.26a) involves the exchange splitting A, whereas that in (3.1.21)
does not. However, this difference can be neglected, as it is of the order (A/er)? times
the intra-band contribution, which is beyond the order considered in these calculations.
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In fact, since the starting Hamiltonian (3.1.6) is invariant with respect to the choice of
z-axis for the electronic spins and the angular momenta, the spin-wave frequency must
vanish when q — 0 and A = B = 0, according to the Goldstone theorem, which will
be discussed in the next chapter. Therefore J(q — 0,0) = J(0,0), and we simply
assume that eqn (3.1.26a), with (q,w) = (0,0), replaces eqn (3.1.21). In the presence
of an external field, A in eqn (3.1.16) is increased by an amount 2uz H, which leads to
the extra contribution AguzH to J(0,0) in (3.1.21), as the change with field of the
interband terms may be neglected. To leading order, J (q — 0,0) is not affected by the
applied field, so to this order the extra polarization of the conduction electrons, due to
an external field, may simply be accounted for by replacing gugzH by (9 + Ag)ugH,
both in the Zeeman energy (3.1.19a) and in the spin-wave energy parameters (in A).
Writing the susceptibility in eqn (3.1.26b) as the sum of two terms, and replacing k — q
by k in the term involving f, ., we obtain

Re[x/ o (a,w)] =
o [FrL ! (hq)?  h*kq -1
-c —A —
(%)3]\[/0 k dk/_ldu[hw +5 0 — 1]
VvV 2m
N

krq 1 2 2
/ dek/ dpfrw — A= LO”_1ka 1o
0

(2m)3 -1 2m m

or

Re[x (q,w)] =

]‘([wn;)z{kFl(l - n)f(ﬁ(l - n)) +kpp(1+ n)f(%(l + n))} (3.1.31a)
where we have introduced the function
Flx) = % : ;;2 ln‘iz (3.1.31b)
and the parameter ,
n= A;Fhw (%) . (3.1.31c)

The Fermi energy is e = (hkr)?/2m, and the wave-vectors of the spin-up and the
spin-down electrons at the Fermi surface are

A A
kFT:kF(l—’_E) ) kFl:kF(l_E) .

[NIC
[

(3.1.31d)

n — oo in the limit ¢ — 0 and, using F(z) = 1/3z2 when |z| — co, we may re-derive the
result (3.1.30). At non-zero ¢, a numerical analysis shows that, to a good approximation,

_ — q hw
Re[x 5 (q,w)] :N(eF){}"(%) +£qK}, (3.1.32)
even when A/ep is as large as 0.5. The parameter £, is equal to 1 at ¢ = 0, and peaks
at ¢ = qo = kpy — kr|, after which it rapidly decreases (£, ~ 0.25 at ¢ = 2¢qy). For
A/ep = 0.1, the maximum value is about 4 and it decreases for increasing values of
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A, falling to about 3 at A/ep = 0.4. Usually ¢qp is much smaller than the length of
any reciprocal-lattice vector, which means that the frequency dependence of the ‘inter-
band’ term in the real part of J(q,w) can be neglected. The intra-band contribution is
2|j(@)]PN (€p)éqhw/A, and using

{hw+A+J7(0,0) - JT*(—q, —w) }({aT; af)) + B{lag; ad)) =0, (3.1.33)
which follows by symmetry from eqn (3.1.25), we may determine the spin-wave energies
from the real part of J(q,w) to be

hw = Ey = Eg[1+ &N (Ep)lj(a)2/5(0)] 7, (3.1.34a)

to first order in 1/J, with Eq4 given by (5.2.22). The extra factor, which originates from
the frequency dependence of Xi(;(qy w), differs from 1 by only a few per cent, and its
g-dependent contribution could scarcely be distinguished from that of J(q). However,
the presence of this factor at ¢ = 0 means that the energy of the uniform spin-wave mode
is no longer determined exclusively by the magnetic anisotropy of the bulk, according
to (5.4.12) and (5.4.19), when the magnetoelastic effects are included, but instead the

energy gap is

, 1 (PPFOF
0T N

- 962 92

2 1
E) AT %Ag)' (3.1.34d)
Although this modification is small, it demonstrates that the frequency dependence of
Xi;_(q,w) may cause small deviations between the static anisotropy parameters and
those derived from the energy gap, as possibly detected in Tb in the form of a non-zero
value of d5(—), defined by eqn (5.4.23a).

The dominant term in the real part of Xg'_e_l_(q, w) is the frequency-independent
contribution proportional to F(q/2ky). Including only this contribution, and making
the rather drastic simplifying assumption that |j(q 4+ 7)| in eqn (3.1.26¢) is a constant
l70] at all wave-vectors, we may derive the exchange coupling in real space, which then
depends only on the distance R between the different ions:

J(R) = 2|j0|2ﬁ /N(EF)f(%)eiq.qu.

F

The sum over 7 in (3.1.26¢) corresponds to letting ¢ vary between 0 and oo, and the

result is

sin(2kpR) — 2k R cos(2kp R)
2y B’ /

J(R) = 127v|jo|* N () (3.1.35)
where v is the number of conduction electrons per ion; v = Vk%,/372N. Although this
result is not directly applicable to realistic systems, it demonstrates explicitly that the
indirect coupling mediated by the conduction electrons is long range, J(R) o< R=3 for
large R, and that it oscillates. The period of the oscillation is here 27 /2k, whereas,
in a real system, such oscillations may occur as a result of large parallel areas of Fermi
surface, the separation of which determines an effective value of 2kj. It is interesting
that J(R), derived from the excitation spectrum in Pr and shown in Fig. 1.18 on page
49, is reasonably well described by the above function, especially when R is in the basal
plane, provided that an effective value of 2k of about 1.1 A~ is used.
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The magnetic scattering of the electron-hole pairs leads to a damping of the spin

waves, which is determined by the imaginary part of the susceptibility (3.1.26b). The
complementary result to eqn (3.1.31a) is then

Im x5 (qyw)} =

Voor (=, (EQ) thq

T N k: dk:/ dumd(hw — A+ 1) fiy
Vo2 hq hqu

+ PN kzdk/ dund(hw — A — (2771 1) ficy-

Because —1 < p < 1, the d-function argument in the first term can only be zero if

= (hq)?/(2m) lies between the two roots e = 2e;, + A —hw +2[e; (¢, + A — hw)] vz
For the second term, the same condition applies, except that the signs of A and hw are
reversed, leading to the extra requirement that €, > e, = A — hw. If these conditions
are satisfied,

Im [Xc el q’ =
\% * mm
A _ .2 _A
277 / 7‘12 Flew + 3)dk + N(27)2 /K thkf(Ek 2 )k,

where f(e) = 1/[exp(e —ex)+1]. By a suitable change of variables, the two integrals ac-
quire the same limits and the same condition on €, and they may therefore be combined
in a single integral:
Vo oam? [
Im — b )}d
[Xea(a.w)] = N 1 A_QM{ fle+5)+ fle — &) }de.
The integrand is only non-zero in a narrow interval of width |hw| < A < € around the
Fermi surface, in which case the condition on €4 can be written kpy —kp| < ¢ < kpi+kp)
(if A = 0 the lower boundary is replaced by (hw)?/(4ep) < ¢,). With this condition

fulfilled,
- V. mm?
(3 (9] = g e,

independent of T (as long as kpT < ). Using
_ —2 2
No(ep) = (V/N)(2rh)"*2mkp, ; (V/N)(@2m)"* 5(kiy + k) =v
where v is the number of conduction electrons per ion (v = 3), we may write the result:

_ k
[y (q,w)] = ?)%J\fT(aF)/\/l (5F)?Fhw; (3.1.36)

kFT — kFl <qg< k’FT +kFl,

neglecting corrections of second order in A/ep. In the zero-frequency limit considered
here, ¢ has to exceed the threshold value gy = kpy — k| before the imaginary part of
X:f;.(q, w) becomes non-zero. This threshold value corresponds to the smallest distance
in ¢g-space between an occupied spin-down state and an unoccupied spin-up state, or vice
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versa, of nearly the same energy (=~ ). At ¢ = qo, the function makes a discontinuous
step from zero to a finite value. The above result, combined with eqn (3.1.26), leads to

Im[J (q,w)] = ¢(q)hw, (3.1.37a)
with

((a) = g’—ZNT(EF)Nl(&:F)Z;|j(q+7')|2|qk%, (3.1.37b)

where the sum is restricted to kpy — kp) < |q+ 7| < kpy + kp|. The imaginary part of
J (q,w) gives rise to a non-zero width in the spin-wave excitations. If the above result
is inserted in eqns (3.1.25) and (3.1.33), the denominator of the Green functions may
approximately be written (hw)? — (E[,)? + 2iT qhw, where I'q is half the linewidth of the
spin waves at the wave-vector q, and is found to take the form

Tq = J[A+J{T(0) = J(a)}] {(a) = JAq((a). (3.1.38)

LINEWIDTH {meV)

WAVE -VECTOR (&™)

Fig. 3.1. The linewidths of magnons propagating in the c-direction of Tb at 4K, com-
pared with a theory based upon the nearly-free-electron model. The abrupt changes in the
calculated lifetimes are due to the spin-splitting of the Fermi surface.

The lifetimes of the magnons propagating in the c-direction in Th at 4 K, at which
temperature the conduction electrons provide the dominant scattering process, were
measured by Bjerrum Mpgller and Mackintosh (1979). As illustrated in Fig. 3.1, the
linewidths are small, but non-zero, at small wave-vectors, rise abruptly at about a quar-
ter of the way to the zone boundary, and fall again at large ¢. In order to interpret these
results rigorously, it would be necessary to use eqn (3.1.27), with the correct band struc-
ture for Th and realistic values for the exchange matrix elements I(n'k’, nk). However,
it is possible to obtain a semi-quantitative description by using the simple free-electron
expression (3.1.37). As we shall see in the remainder of this section, this model, with an
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sf-interaction determined, for example, from the polarization of the conduction electrons
(3.1.16-19), gives a surprisingly good account of the real scattering processes involving
the interaction between the 4f and conduction electrons. Although the dominant d
bands are far from parabolic in the rare earths, the nearly-free-electron Fermi surface
for a trivalent hep metal has a sheet with the form of a lens normal to the c-axis (Mack-
intosh et al. 1963), which mimics the Fermi-surface webbing described in Section 1.3,
and reproduces a number of observed features. In the calculations of Jensen (1982a),
compared with the experimental results in Fig. 5.13, the spin-splitting of this surface
gives rise to the critical value g, at which the linewidths abruptly increase. The finite
lifetimes below this cut-off are due to interband transitions between states on sections
of the Fermi surface with opposite spin, which intersect in the primitive Brillouin zone
after translation through a reciprocal-lattice vector. These effects will also occur in cal-
culations based on a realistic band structure, whereas the behaviour at higher ¢ is much
more dependent on the details of the energy bands.

3.1.2 The mass-enhancement of the conduction electrons

The processes in which the spin waves are scattered by the electron-hole pair excita-
tions of the conduction electrons, and which therefore limit their lifetime, also have
consequences for the conduction electrons. The energies of the conduction electrons are
changed, and hence also their effective mass at the Fermi surface m*, as measured di-
rectly by cyclotron resonance or the de Haas—van Alphen effect, or as determined from
the low-temperature heat capacity. In the zero-temperature limit, the electronic part of
the specific heat is

*

C’:fyT:m
m

wT 5 v = 5T kp{NEp) + N (Ep) N, (3.1.39)

where m* = (m] + mJ)/2 in the spin-polarized case. The use of £ instead of ey is
meant to indicate that all the effects of the MF Hamiltonian, including the interband
couplings in (3.1.7), are assumed to be incorporated in ~, or m.

In order to calculate m*, we shall utilize the Green functions of the conduction elec-
trons. Because these particles are fermions, it is convenient to introduce an alternative
type of Green function, in which an anticommutator bracket replaces the commutator
bracket occurring in the definition (3.3.12), so that, for instance,

Gr(k,t —t') = (e (1) 5 o () + = *%9(1? —t){e (1), o ()} (3.1.40)
The Fourier transform obeys an equation of motion equivalent to eqn (3.3.14a), except
that the commutator on the right-hand side of this equation is replaced by the anticom-
mutator, or

hG (k@) — (e 1 a))y = Qe s i) = 1. (3.1.41)

If H is approximated by ﬁs7 given by eqn (3.1.10), we obtain the non-interacting value

of the Green function )

— 3.1.42
hw — &4 ( )

Gi(k,w) ~ G(k,w) =

(neglecting the minor difference between e and €), showing that the poles of the Green
function determine the energies of the conduction electrons. Considering the total Hamil-
tonian, in the approximation given by (3.1.20), we have instead

(hw — e41)G1(k,w) + V2I/N Y jla+ 7)o q r 0 q; i) =1 (3.1.43)

qT
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The equation of motion of the new Green function is determined from
[Ck—q—flai—qv H]
= {Equf‘l'l — A — JJ(O, 0)}Ck7q77latq - B cquf_rlaq
V2N Z j(—a—7') [C:/qu-r/ick—q—rlck@
kIT/
+ 6k7-r,k’f'r’ <aiqa7q>ck+7’f7ﬁ} ’
using an RPA decoupling procedure to obtain the last term. To proceed further, we
have to calculate ((c{f/_q_T,lcquleck/T ; ci("T>>+ and, within the RPA,
<<CI/—q—‘r’lck7qulck’T ; C;:T>>+

= Ot kr fk—q—ri<<ck+‘r’—‘rT ) CkT>>+

— /2J/N @+ 7Nt = fo—qri}

hw =€t ~ €k_qor| T E—q-r1)

+ oLt
<<Ck—q—‘rla—qa ckT>>+'
Writing hwy = hw — €, |, we obtain from these equations

{hwy + A+ J7(0,0) = T (a, ~w1) }{r—q—r 10543 6)) +
+B<<ck7q7‘rla’q; Clt1>>+ (3.1.44)
Y 2J/NZ](*(] - T,) (fk—q—‘rl + <ai—qa—q>)<<ck+‘r’—‘rT 3 C;T>>+'

In the sum, the terms with 7/ # 7 only lead to higher-order corrections, of the same
type as those arising from the difference between ¢, ; and EkT, and they can be neglected.

Calculating ((cquiT 105 CIT» 4 in an equivalent way, and introducing the notation:

Gml(qaw) = <<aq; a§>> ; GmQ(q7 w) - <<CL§, aq>> - ;knl(q7 7"‘))
Gs(a,w) = {(aTq; ag)) (3.1.45)

for the magnon Green functions determined by (3.1.25) and (3.1.33), we obtain

({ex—q-r10tq; i)y = V2J/Nj(—q - 1)Gi(k,w)

. (3.1.46)
X [{fk—q—rl + <aq aq>}Gm2(q7 wl) - <a‘qa—q>Gm3(qa wl)] .
Defining the self-energy of the spin-up electrons by the relation
1
Gi(k,w) = (3.1.47)

ho — ey — Sp(k,w)’

and using (3.1.10) to establish that

Golaw) = o [ Z2lBE) ),

i hw' — hw
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we obtain finally

A L1 [ d(he)
w) = N ; li(a+7)| i /_OO ho' —Tw + e v
X [{fk—q—‘rl + <a§aq>}Gm2(q7 w/) - <aqa—q>Gm3(q7 w/)] . (3148)

This result corresponds to that deduced by Nakajima (1967), as generalized by Fulde
and Jensen (1983).

The average effective mass of the spin-up electrons at the Fermi surface is deter-
mined by

11 (%kT
my " Rr2k Ok

)

k=,

averaged over the direction of k. Here & ; = €, + Re [ET(k, 51(0] is the corrected
energy of the spin-up electrons. We can neglect the explicit k-dependence of ¥4 (k,w) in
comparison to its frequency dependence, disregarding terms of the order Eq/ep in the
derivative of EkT, so that

&  O5p 10 Oyt
ok~ ok T noweZiw)] s, Ok
or 9
m* 1
W =1- ﬁa—Re[zT(kFT7w)] s (3.1.49)

F

averaged over the Fermi surface. Within the same approximation, the terms in eqn
(3.1.48) proportional to the magnon correlation-functions can be neglected and, to lead-
ing order, hw = & in the w-derivative may be replaced by &, ;, with k = kpy. In the
limit of zero temperature, the free-electron model then gives

771+f2|y a+ ) / d(he)

Y N
—1 (hw/ + A + (h|qz-:—|) _ h k\q+T|M)

m

subject to the conditions that k = kp, and k—-—q-71|< kp,. These conditions imply
that kpy — kg <|a+ 7| < kg, + kg, and that the lower bound —1 of the p-integral is
replaced by (h%¢® 4 2mA)/(2h%kpt|q + 7). Because Tm [Gona(g,w’)] is odd in &', the
contribution due to the upper bound in the u-integral can be neglected (it is of the order
hw'/e ). Since

™

1 /°° Wd(hw') =Re[G,,2(q,0)] = _%’

— 0 q

the average mass-enhancement of the spin-up electrons at the Fermi surface is

m? NL@F) /kFH_km /dQ . 22JAq
— =14 = dg qli(@)|* ——, (3.1.50)
m 2kFTkFl . 47 li(a)] Efl
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and, by symmetry, m]/m is given by the same expression, except that N (ep) is replaced
by N;(ep). We note that the mass-enhancement only depends on the static part of the
susceptibility, i.e. G,,5(q,0), and that the magnitude of the mass-renormalization is
intimately related to the linewidth of the spin waves derived above in eqn (3.1.38).
Utilizing this connection, we can write the specific heat, in the zero-temperature limit,

w2 1 2
C = —kiT|Ni(ep) + N (ep) + — —q}N, (3.1.51)
3 N zq: nE?2

where again the g-sum only extends over the primitive Brillouin zone. With typical
values of EqN(ep) =~ 0.01 and 2T'q/Eq ~ 0.05, this expression predicts a doubling
of the linear term in the heat capacity due to the interaction between the conduction
electrons and the spin waves, which therefore has an appreciable effect on the effective
mass of the electrons near the Fermi surface. More detailed analyses (Nakajima 1967;
Fulde and Jensen 1983) show that the deformation of the electronic bands is pinned to
the Fermi surface, and occurs within a narrow interval with a width corresponding to
the spin-wave energies. This implies that, even if the electronic energies €, appearing
in the magnon Green-functions were replaced with £,, due to higher-order processes,
this modification would not be of much importance. The total electronic heat capacity
is Ce = Y 1, Ekodfy,/dT, when the imaginary part of the self-energy is neglected. The
extra contribution due to the coupling to the spin waves is linear only at the lowest
temperatures (kgT < 0.05Eq), after which it increases more rapidly than linearly to its
maximum at kg1 ~ 0.15E,. Above kT ~ 0.3Eq, this contribution becomes negative
and finally dies out when kg7 ~ E. This variation with temperature was described by
Fulde and Jensen (1983), and has been discussed in the context of the phonon interaction
by Grimvall (1981). The bosons (magnons and phonons) do not contribute directly to
the linear term in the heat capacity, which is thus a characteristic phenomenon of the
Fermi gas. However, the departure from the linear variation when kg1 > 0.05E4 may
be influenced by the spin-wave contribution

1 [~ 2T g (hw)® d L
Chn = —/ d(h . dr
zq: T ) o () {(hw)2 = B(T)} + {2Pqhw}” dT (1 a eiﬁhu) (3.1.52)
:ZEq(T)d—(nq"'%)"'ﬁk%TZ%[E)_Q? it } 7 :
. dT 3 ” whg | by Y y=BEq/27

to first order in I'q/Eq. The first term is the RPA spin-wave contribution (5.3.3) de-
rived before, which dominates strongly at elevated temperatures. However, in the low-
temperature limit, the second term is of the same order of magnitude as the non-linear
corrections to eqn (3.1.51). For comparison, the last term in this equation is multiplied
by the factor [1 + 3/(5y%) + 5/(7y*) + - -] when the higher-order temperature effects
are included. The additional contribution due to the non-zero linewidth of the bosons is
normally not considered in the literature. It may be added to the pure electronic con-
tribution derived by Fulde and Jensen (1983), by replacing yL'(y) with 2yL’(y) + L(y)
in their eqn (17a). The mass-enhancement effect increases proportionally to the inverse
of Eq (I'q x Aq). On the other hand, the interval in which the linear variation occurs is
diminished correspondingly, requiring a more careful consideration of the higher-order
modifications.

In the metals, the itinerant electrons also interact with the phonons, and this leads
to an entirely equivalent enhancement of their mass. This effect has been calculated



42 3 CONDUCTION ELECTRON INTERACTIONS

for the whole rare earth series by Skriver and Mertig (1990), who find an increase of
the band mass due to coupling to the phonons of typically about 35% for the heavy
elements. Assuming the different contributions to be additive, we may write the total
mass-enhancement

*

m
=1 Ay = L A+ A+ A (3.1.53)

as a sum of contributions from the interactions with the spin waves and the phonons,
and from the possible exchange and Coulomb interactions within the electron gas itself
(A.). Although the different correlation effects may increase the effective mass derived
from band structure calculations by a factor of two or more, it is difficult to isolate this
enhancement in heat capacity measurements, because of the quite narrow temperature
interval where a truly linear behaviour can be anticipated. This interval is bounded
below because of the nuclear spins, which may give large contributions to the heat ca-
pacity in the mK-range. The upper bound is due partly to the higher-order temperature
effects, but most importantly to the disturbance by the normal boson contributions, ap-
proximately proportional to T®exp(—FEo/kgT) and T° for the magnons and the phonons
respectively, which completely dominate the heat capacity at elevated temperatures. Be-
cause of this limitation, the most reliable method of determining the mass-enhancement
is by measuring the temperature dependence of the dHvA effect, which also allows a
separation of the contributions from the different sheets of the Fermi surface. Using this
method, and comparing with the results of band structure calculations, Sondhelm and
Young (1985) found values of X, varying between 0.2 and 1.1 for Gd. The theoretical
results of Fulde and Jensen (1983) lie within this range, but these measurements point
to the necessity of discriminating between states of different symmetry in considering
the mass-enhancement of the conduction electron gas.

3.1.8 Magnetic contributions to the electrical resistivity

The electrical resistivity of a metal can be calculated by solving the Boltzmann equation.
We shall not discuss the theory of transport properties in detail here, but instead refer
to the comprehensive treatments of Ziman (1960), and Smith and Hgjgaard Jensen
(1989). The non-equilibrium distribution function g, ., generated by the application of
an external electric field E, is written in terms of the equilibrium distribution function,
and is determined by the Boltzmann equation:

a.gkzy dk _ dgka‘

Ok dt  dt

Ixo = fko’ + fko’(1 - fka)l/)k(ﬂ where (3154)

coll

The electrical current-density is then determined as

. = €
J=o0" E= _V kaafka(l - fko)d)ka’
ko

with hv, = Oe,,/0k. In the linear regime, the left-hand side of the Boltzmann equation

1S
09, dk 0 fro
Ok dt ~ Oy KO

The collision term on the right-hand side is

‘E = eﬁfko’(l - fko’)vka' -E.

dgka

7 = Z [gk’o"(l — Gk )\W(K'0' ko) — gy (1 — g o )W (ko, k’a')],

coll K o’
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where W (ko, k’c’) is the probability per unit time for an electronic transition from an
occupied state |ko > to an unoccupied state |k’c’ >. Linearizing the collision term, and
using the principle of detailed balance, so that this term must vanish if g, = f,, we
may reduce the Boltzmann equation to

eBfio(l = fxo)Vio " E=— Z(l — fxo) o W ( /0/7k0)(wka - 1/’k’a')'

ko’

It is possible to find an upper bound on the resistivity from this equation, with the use
of a variational principle. Defining G to be a unit vector along one of the principal axes
of the resistivity tensor,

2

V' Yo 2o (1= o) figW (ko K 0') by, — byr0r)
Puu < 2 2
266 [Zka’ vko‘ -0 (]‘ - fka)fko (;sktf}

, (3.1.55)

where ¢, is an arbitrary trial function, and where the equality applies if ¢, = ¥, . In
the case of the free-electron model, the Boltzmann equation possesses an exact solution,
Yo o< k -1, if the scattering is purely elastic. As discussed, for instance, by Hessel
Andersen et al. (1980), this trial function is still useful for treating possible inelastic
scattering mechanisms, at least as long as the resistivity is dominated by elastic impurity
scattering, so we shall use ¢, =k - 1.

In the Born approximation, the transition probability per unit time is given by the
Golden Rule (4.1.1), which we may here write

2
W(ko, k'c’) = % ZPi|<kU;i|Hint |K'o’; f>|?6(hw + E; — Ey),
if

where hw = €, —¢,.,,. Instead of basing the derivation of the magnetic resistivity on the
linearized spin-wave expression (3.1.20) for H;,, we shall be somewhat more general and
use Hgy from eqn (3.1.6) as the interaction Hamiltonian. We assume that the system
is uniform, paramagnetic or ferromagnetically ordered, continue to utilize the simple
free-electron model, and replace (g —1)I(n'k’, nk) by j(k’ —k+7). The MF part (3.1.7)
of the Hamiltonian may lead to a modification €, , — &, of the electronic band-states,
but we can neglect this difference to leading order, and since the MF Hamiltonian does
not lead to transitions between electronic states, we can replace J;, by jiz =Jiz — {J:)
in Hine, and obtain

I/I/(I{O'7 k/O'/) = / d(hW)(s(hw — €ko + Ek/o./)

(oo}
27T 1 . —i(kK' —k)- _R.,
Y P DK Rt R
if 3’ (3.1.56)

X {<z-|J;|f><f|Jj+|¢> 8o10r + <i|TE f><F1T7 16> 6,08,

+ <i| Ty | f><f1TL]i> (8510, + 50150/1)}5(7@ + E; — Ey),

accounting explicitly for the condition on Aw by the integral over the first J-function.
Using the same procedure as in the calculation of the neutron-scattering cross-section,
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when going from (4.1.16) to (4.2.1-3), we may write this:

2 [ 1 _ )
W(kO‘, k/o'/) :ﬁ /;ood(hw)5<hw — €ko + Ek’a’>mlj(k — k/>|
+ Xzz(k k w)(50T5 T + (sa'léa ‘L)}

Introducing this expression into (3.1.55), and using ¢, =k-ttand k' =k —q— 7, we
proceed as in the derivation of eqn (3.1.36) for Im [Xi(;_(q, w)], obtaining

%kal(l — fxeq)0(hw — &y | +ex_q1) =
Kk

v
N(2m)?
— 14 d m? 1 I3 o 1% m2 hw

- ]\[(27.r)2/g gthf({-:){ - fle— w)} - N(zﬂ.)Qtheﬁhw_l’

/Oodk: kQ/lduf(ekl){l ~ few, —hw) (o — At e, _HM)
0 —1

where kpy —kp| < q < kp; +kp| (When kpT < e). The denominator in (3.1.55) may
be calculated in a straightforward fashion and is [Nv/(%3)]?, and we finally obtain the
following expression for the resistivity, or rather its upper limit:

kg +kF
(4kFTkFl)

h
X |j(Q)|2(Q'ﬁ)2 smthC;w/z_ZX“a q,w), (3.1.57a)

where -
M= m -
P0o= 5N hete ot ne? h{NT ep) +Ni(ep) }i2, (3.1.57b)
n =vN/V is the electron density, and
_ 3 2kp dQ )
W= dq | —2li(@)*(a-0)7q 3.1.57
Ju (2’<F)4/o q/ el ICUCRAN ( ¢)

For cubic symmetry, p,,, is independent of v and (q . ﬁ)2 can be replaced by ¢%/3. In
the high-temperature limit, we have

1 [ SBhw
;/ d(he )Slnh2 (Bhw/2) ZX%‘ Ler=

/ d(hw) —— ﬂﬁ me qw B;x;a(q,0)=4J<J+1),

recalling that X/, (q,0) = $8J(J +1) in this limit. This result shows that the magnetic
resistivity saturates at temperatures which are so high that the ions are uniformly dis-
tributed over the states in the ground-state J-multiplet, since the condition kT < €5

is always satisfied:
pun(T) — J(J + 1) p for T — oo, (3.1.58)
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and J(J 4 1) py is called the saturation value of the spin-disorder resistivity. Since p,
contains the factor (g —1)2, the spin-disorder resistivity is proportional to the de Gennes
factor, as observed (Legvold 1972). If the crystal-field splitting of the energy levels
is neglected, this factor also determines the relative magnitudes of the contributions
of magnetic rare earth-impurities to the resistivity of a non-magnetic host (Kasuya
1959). However, in analysing the measurements of Mackintosh and Smidt (1962) of
the resistivity changes produced by small amounts of heavy rare earths in Lu, Hessel
Andersen (1979) found that such crystal-field effects are indeed important at 4 K.

In a metal, the total collision rate W(ko,k'c’) in eqn (3.1.55) is actually the sum
of contributions from several scattering mechanisms. If the trial function for elas-
tic impurity-scattering still leads to a result reasonably close to that determined by
the exact solution of the Boltzmann equation, then (3.1.55) implies that the different
scattering mechanisms contribute additively to the total resistivity, in accordance with
Matthiessen’s rule:

Ptotal (T) = pimp + Pm (T) + pph (T) (3159)

Here p;,,,,, is the residual resistivity due to elastic scattering of the electrons from impu-
rities and from lattice defects. p,, (T) is the contribution, calculated above, due to the
magnetic excitations, whereas pph(T) is the equivalent term due to the phonons. The
two last terms, associated with the excitations in the metal, vanish in the limit of zero
temperature, so that p;,..(T = 0) = p;,,,. The problem of distinguishing between the
magnetic and phonon scattering can be approximately solved by estimating the latter
from the temperature dependence of the resistivity of Lu, which has an electronic struc-
ture and phonon spectrum very similar to those of the magnetic heavy rare earths, but
no magnetic moment. Using this method, Mackintosh (1963) was able to show that the
magnetic scattering in Tb increases as exp(—FEg/kgT) at low temperatures, where the
spin-wave energy gap Fg/kp was estimated to be about 20K, a value which was sub-
sequently verified by neutron scattering. This analysis was refined by Hessel Andersen
and Smith (1979), who used the free-electron model to show that the magnetic resis-
tivity associated with the scattering by spin waves with an isotropic dispersion relation
Ey=Ey+ h%q?/2m,,, is given by

_ {mgw EOkBTefEO/kBT

kgT 1 _
— (1+2%0 +ge Bo/keT ) py (3.1.60)

P(T)
approximating the lower cut-off kp; — kg by 0 in (3.1.57a). A numerical calculation,
utilizing the measured spin-wave energies and including one scaling parameter for the
magnetic scattering and one for the phonon scattering, gave the excellent fit shown in
Fig. 3.2. The disordered electric quadrupole moments of the 4f-charge distributions
can also provide a mechanism for the scattering of the conduction electrons. This is
normally very difficult to distinguish from the magnetic scattering, but in TmSb, where
the exchange interaction is relatively small and the electric quadrupoles large, the latter
appear to dominate the electrical resistivity at low temperatures (Hessel Andersen and
Vogt 1979).

Even though kT < €5, the residual resistivity pimp is only independent of tem-
perature as long as the ground-state properties of the electron gas remain unchanged.
If the resistivity of the unpolarized electrons is p? . (T) and their density of states at
the Fermi surface is N'(¢), the polarization (3.1.16) of the conduction electrons in the
ferromagnetic state leads to a scaling of the total resistivity, which according to eqn
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(3.1.55) is

Protal(T) = {1+ C(D1) } o (T) 5 C(T) = NT(ggf)\/J(Feﬁf)l(gF) -1 (3.1.61)

In p2..(T), the residual resistivity is temperature independent and the magnetic con-
tribution is determined by the above result, if N, () in (3.1.57b) is replaced by its
paramagnetic value A (er). The modification ((T), due to the polarization of the con-
duction electrons, depends on the temperature via the magnetization, and ¢(T)  (J,)?
at small magnetization.
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Fig. 3.2. A comparison of the measured and calculated resistivity of a Tb single

crystal, as a function of temperature, after Hessel Andersen and Smith (1979). The

residual resistivity has been subtracted from the experimental results. The full line in-

cludes the calculated contributions from both the magnon scattering and the phonons.

The rapid increase around 20 K is predominantly due to the excitation of magnons across
the energy gap.

The most important effect on the resistivity produced by the spin-polarization of
the electronic states results from the change in the density of states at the Fermi surface,
taken into account by ((7') in (3.1.61). Since the other modification, the appearance of
k., instead of the paramagnetic value kp in (3.1.57b), generally only causes a minor
correction to the value of the integral in this equation, the magnetic contribution to
pY..1(T) is approximately independent of the spin-polarization, in this model. However,
the spin-polarization in the real metals may be sufficiently great to alter the topology of
the Fermi surface, as discussed in Section 1.4, so that the resistivity may change abruptly
with temperature or magnetic field. Under these circumstances, the resistivity must
be calculated from first principles, using a realistic model of the spin-polarized energy
bands. The zz-contribution should be treated separately, as the g-integral for this case
should go from 0 to 2kp, even when the electron spins are polarized, since no spin-flip
is involved in the scattering process. This modification is, however, unimportant as the
dominating contributions, in the ordered phase, arise from the perpendicular spin-wave
components of the susceptibility.
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The above results also apply, to a good approximation, when the moments are
ordered antiferromagnetically, if the value of (T) is calculated for a spatial modulation
of the moments. The spin-polarization of the band electrons is determined by the MF
Hamiltonian, and assuming (J;,) = (J,) cos (Q-R;), we may replace (3.1.7) by

sf MF ZZ — 1 ’k/ nk)( n/k/TcnkT :’k/lcnkl)
nn’ kk’

X % (5k/,k+Q+T -+ 6k/,k—Q+T) <Jz>, (3162)

showing that the modulated moments induce a coupling between the band electrons at
the wave-vectors k and k + Q + 7. In the same way as the periodic lattice potential
lifts the degeneracy of the band states at the Brillouin-zone boundaries (passing through
k = 7/2), the above MF Hamiltonian gives rise to energy gaps at the superzone bound-
aries, the planes perpendicular to, and passing through, the vectors ks = (+Q + 7)/2.
If k, is along the c-axis, the value of the energy gap 0 is (g — 1)|I(nk,n — k)|(J,) in the
nth band. The importance of the superzone gaps for the resistivity was first pointed
out by Mackintosh (1962), and detailed theories were developed by Elliott and Wedg-
wood (1963) and Miwa (1963). These theories utilized the free-electron model and the
relazation time approximation, dgy /dt|con = —(9xy — fro)/Tko» 8lVing a conductivity

2
ﬁZTkU Vka' fka( _fka)

or, if the relaxation time 7 is assumed to be constant over the Fermi surface,

Oey |
o) g5, 3.1.63
T = (2m) 3712 Z/ ( ) IVieko | ( )

where dS' is a surface element of the Fermi surface. Even without detailed calculations,
this expression shows that the conductivity may be reduced substantially if the superzone
gaps are able to eliminate significant areas of the Fermi surface. Furthermore, the Fermi-
velocity factor puts different weight on the various regions of the Fermi surface in the
different components of the conductivity tensor. If k is parallel to the c-axis, as in
the heavy rare earths, and if its length is close to that of the Fermi wave-vector in the
c-direction, only the cc-component of the conductivity is appreciably affected by the
superzone boundary. For instance, an internal field of 2kQOe in the basal plane of Ho at
4K, which eliminates the superzone energy gaps by inducing a transition from the cone
to ferromagnetic ordering, increases the conductivity along the c-axis by about 30%,
while decreasing the b-axis component by only about 1% (Mackintosh and Spanel 1964).
As illustrated in Fig. 3.3, the anomalous increase in the resistivity in the helical phase
of Tb is eliminated by a magnetic field which is large enough to suppress this structure,
leaving only a weak maximum similar to that observed in Gd, which has been ascribed
to critical scattering of the conduction electrons by magnetic fluctuations (de Gennes
and Friedel 1958). This anomalous increase is not observed in the basal plane and the
resistivity is little affected by a magnetic field (Hegland et al. 1963).

The theoretical calculations of the superzone effects within the free-electron model
give a semi-quantitative account of the experimental observations, with a small number
of adjustable parameters. For example, a superzone boundary normal to the c-axis,
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which intersects the Fermi surface, gives a positive contribution to (..(T") in (3.1.61)
which is proportional to 6/er, while (y(T) decreases like (6/er)?. Bearing in mind
the analogy between the real and free-electron Fermi surfaces mentioned above, this
corresponds well with the observations in, for example, Ho. In addition, the model cal-
culations suggest that the superzone gaps are important for the value of the ordering
wave-vector Q, at which the exchange energy has its maximum (Elliott and Wedgwood
1964; Miwa 1965), by predicting a gradual reduction of the length of Q with the increase
of the size of the superzone gaps, which are proportional to (J,) below the Néel temper-
ature. Hence the exchange coupling J(q) is somewhat dependent on the magnetization,
because the nearly elastic intra-band contributions to the exchange interaction depend
on the density of states near the Fermi surface, as is also true in the ferromagnetic case,
according to (3.1.21).
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Fig. 3.3. The c-axis resistivity of Tb in the vicinity of Ty = 230K, after Hegland
et al. (1963). As the helical ordering develops, the magnetic superzones cause a sharp
increase in the resistivity, which disappears at T = 220 K. The superzones may also be
eliminated by a magnetic field in the b-direction, which suppresses the helical structure.

The agreement obtained between simple model calculations of the variation of Q
and that observed experimentally is surprisingly good, to some extent fortuitously so.
The band electrons are far from free-electron-like in the rare earth metals, and the
approximation in which I(n'k’, nk) is replaced by j(k’ —k + 7) is rather crude. The ef-
fective free-electron model, with j(q) proportional to a form factor [1 +(A q)2] ~! where
A~ 0.2A and 2kr ~ 2.8A71, leads to a maximum in J(q) at q ~ 0.3 A~ parallel
to the c-axis, in the paramagnetic phase. In this model, % Zq j(q) is found to be
an order of magnitude larger than J(0), and the same is the case with the interband
contributions (7 # 0) to the exchange interaction, compared to the intra-band contri-
butions. However, various estimates indicate that all these terms are of the same order
of magnitude. Lindgard et al. (1975) have made the only existing ab initio calculation
of J(q) in a rare earth metal, considering the simplest case of Gd, and they obtained
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a reasonable account of the dependence on wave-vector, even though the magnitude
differed by as much as a factor of four from that determined experimentally. Their
calculations show that the exchange integral is dominated by the contributions of the
d-like band electrons, as is the density of states at the Fermi surface. Although the
effective free-electron model is not adequate for determining the exchange interaction,
other quantities derived above which depend on real scattering processes close to the
Fermi surface (i.e. the contributions to the spin-wave linewidths, the mass enhancement,
and the resistivity), may be more trustworthy, particularly if the actual density of states
of the band electrons is substituted for the free-electron value. This should especially be
true for the linewidth and mass-enhancement, but the strong polarization effect (3.1.60)
on the resistivity in the ferromagnetic phase, for which the maximum effect occurs in
Gd, with ¢(T") approaching —0.5 in the zero temperature limit (Fulde and Jensen 1983),
may be somewhat exaggerated, because the conductivity is strongly influenced by the
sp-band electrons.
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THE SUPERCONDUCTING PHASE

4.1 The susceptibility of a superconductor

4.1.1 The Bardeen—Cooper—Schrieffer model

The Hamiltonian of the conduction electrons in second quantization is, in the supercon-
ducting phase,

He = ng Uy Cho — ZA(CLCikL +C i ) (4.1.1)
ko k

when considering only a single band and neglecting a possible k-dependence of the
superconducting energy gap A. In this expression the energy of the electrons, ¢, has
been replaced by the energy relatively to the chemical potential y; i.e. & = €, —p, and it

is assumed that £_, = &, . The introduction of the chemical potential is required, because

the term proportional to A does not conserve the number of particles. CIT creates and

¢y annihilates a spin-up electron in the k-state, and they are Fermi-operators which
satisfy the anticommutation relations

{ko s c{f/o,} = ckgci(",g, + cli',g,ckg = Oxk/ 000’ (412)
{Cli_a’ CI’U’} = {Cka’ Ck’a’} =0.

The BCS-Hamiltonian in eqn (4.1.1) may be diagonalized by introducing two new Fermi-
operators, 7y, and 4, , according to (Bogoliubov transformation)

Cit = U T Vil ; G = Uy — Vg (4.1.3a)
and the Hermitean conjugates
CL = wene + vl ) Cltl = u_y 00y — VY e (4.1.3b)

where
{’yk, ’y;} = {6k’ (5;{,} = 6kk’ with |uk|2 + |’Uk|2 = 1, (414)

whereas all other anticommutators are zero. Introducing (4.1.3) in (4.1.1) then the
“off-diagonal” contributions vanish if

A(vi — ui) + 260 = 0. (4.1.5)

Multiplying this equation with A/u? and solving the quadratic equation, then

Uk
A— =F, — h by = 24+ A2 4.1.
X _Be—6  vhee B /g -2 (4.1.6)

and using the condition in (4.1.4) we get

1 €k
o? =1 = |y [* = 3 (1 - E_k> (4.1.8)
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implying that the Hamiltonian may be written:

He = Z {{ék (lul® = viel®) + A (ugevy, + wevi) (1 + 03 )
k

+ 26l — A + wevi)]

or

Ha =Y (b= Bi) + Y B + 056 (4.1.9)
k k

The first term is the ground state energy and the second sum gives the increase in
energy above the ground state in terms of the number operators of the two kinds of
quasiparticles annihilated by vy and dy, where

1

) = (0300) = F(B) = 57 (4.1.10)

In the BCS-theory the energy gap is determined self-consistently in terms of the (average)
electron—phonon matrix element g

A
A= D lenwe) = 55 2 w0~ = 1 O g |1 2f (B (4.1.01)
k k k

4.1.2 The electronic susceptibility of the BCS-superconductor
The electronic susceptibility is, according to (3.1.26b), determined by

X (

1
Q)= D UG g1 g ) (4.1.12)
kk’

and the equation of motion is, according to eqn (A.3.14),
hol(B; A, — (B, H]; A, = ([B, A]). (4.113)

The vector Green function defined by A = Z o +q k7 and the four components
k/

(.t + +
B = (CKTCkL s CR1C s CoK k) s C*chfkT> (4.1.14)

is introduced. Here K denotes k — q. The use of H = H,) given by (4.1.1) then leads to
the following matrix equation

B — &+ Ex A “A 0 b,
“A heo + & + Exc 0 “A o o |y
_A 0 B — 6 — Exc _A (B ) =1,

The anticommutator relations imply that the four thermal expectation values of the
commutators on the right hand side are:

by = <CJ1§TCKT> - <CLCk¢> ; by = <CtK¢CJ12T> - <Cltch—rkT>

(4.1.16)
by = <C—K16KT> - <Ckic—k‘(> ; by = <CtK107KL> - <ci—chfkT>
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Introducing the quasiparticles operators and using that only the expectation values of
the number operators are non-zero, eqn (4.1.10), we get

b= by = 2%‘2(1—%(@)) 2%‘A(1—2f<Ek>) -
by = by = —5 (1= 2/ (B)) + 5 (1-2/(5)

The determinant D(w) of the 4 x 4 matrix on the left hand side of eqn (4.1.15) is

D(w) = (hw)* — 2(& + & +20%) (hw)? + (&, — &)°
2 2
= [(w)? — (Ex + Ey) ] [(hw)? — (Bx — Ey)7]
The response we want to calculate is the first component of the vector Green function in

eqn (4.1.15). Defining T'(w) as the numerator in [((B A)) ] (w)/D(w), and using
b, = b; and by = —b,, then

(4.1.18)

T(w) = (hw — & + &) [(W? — (€ +&)*) by — 2A(Ek + &) b (4.1.19)

Instead of calculating x*~(q,w) we rather want to calculate one of the Cartesian com-
ponents and due to symmetry (no preferred direction),

X*(a,w) = 3 [ (@,w) + x"(q,w)] = 1 [ (qw) + x T (qw)]
= Lyt (qw) + {xt (g —w)}] = _% W (4.1.20)
k

At zero frequency the result is

X%%(q,0) = (&k — &) [(&x + &) by + 2Ab, ] _

2N (E2 7E2)2
5N Z

(EZ_ at fk ol t+ A2)[1—2f (B _ q)] (Eg + Ck—qbk T A2)[1-2f(E)]
Replacing the component superscripts with an s, indicating that this is the susceptibility

2B, o(BR g — ER) 2B, (B_q — EY)
in the superconducting phase, the result at zero frequency may be written
f(Ey_q)
a
X(a) =355 Z Ek o« By

1 [1 —2f(By o)  1-2f(Ep) | Skqbic t A? — By gBy

2N £ 2E,_q 2E, By - B}

(4.1.21)

In the limit A — 0 and Ex — |&k| this expression reduces to the usual electronic
susceptibility of the normal phase,

lim x*(q) = x"(a) 2NZ gk _2‘{ q) (4.1.22)
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[consider separately each of the four cases for the choice of sign of {x_q and & in (4.1.21)
and utilize f(—&x) = 1 — f(&)]- This result implies also that the susceptibility is not
influenced by the superconducting energy gap, whenever |q| is large, because then A can
be neglected in comparison with the energy difference between &k and &k_q (at most
k values in the sum). At zero temperature the Fermi functions vanish, f(E,) = 0 as
E, >0, and

)2_(Ek q_‘E‘k)2 _
x5(q) 8NZ E Ek(Ek VB (T = 0) (4.1.23)

In the limit of g — 0 the numerator vanishes whereas the denominator stays non-zero.
Hence, at zero temperature in the superconducting phase, the susceptibility is zero at
zero wave vector. This is the equivalent phenomenon of the Meissner effect, reflecting
that the superconducting ground state is a singlet. The screening becomes less perfect if
the spin moments are oscillating, and is eliminated if the length scale of the oscillations
is much shorter than the correlation length £&. The presence of the superconducting
energy gap is only of importance for the electrons near the Fermi surface of the normal
metal. Assuming the Fermi surface to be a sphere and a linear variation of the energies
close to the Fermi energy, we may use & ~ hvp(|k| — k), in which case e = hvpkp.
In general the Fermi velocity hivp = |VE, | depends on k, however, in order to analyze
the qualitative behavior of the susceptibility, v, may be assumed to be a constant, and
eqn (4.1.23) may be written

20 ) =241 - U - V()]
a)/x0 (0 / d / d/‘ 8U (z, )V (2)[U(z, p) + V(2)]

The variables in the integral are p = cos@ and z = k/kp, and the functions are

weon) = TTE T -1 r=lal/ky
V(z)=+(z2—1)2+d? ;o d=Afep
Uz, p) = Ju?(z, p) + d?

The normal susceptibility at zero wave vector (and temperature) is x§(0) = N(ex)/2,
where the density of states at the Fermi energy (per atom and per spin state) in the
present model is 47V k3 /[(27)3 Nep]. The integral is complicated but may be handled
numerically. At the smallest values of ¢ the susceptibility increases as ¢2, but in a large
interval (as long as 0 < ¢ < kj) the result is

q A

_ (4.1.24)
qg+1.5¢q,

Xo(a)/x0(0) = 0.99

where ¢ is the superconducting correlation length. Hence, the susceptibility of the su-
perconductor starts out at zero and approaches the value in the normal phase at ¢ of
the order of 10£~1.

In the limit of g — 0 we may use the expansion §_, ~ § —q- V§, and it is easily
seen that the second sum in eqn (4.1.21) is of second order in q and only the first term
contribute, i.e.

1 Of(EBy) _

(O =5y M = S (R (41.25)
k
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This is zero at zero temperature, in accordance with the result obtained above, however,
at finite temperatures, the susceptibility starts to increase because the thermally exited
quasiparticles can be polarized by a uniform exchange field. The expression in the
normal phase is similar, except that E is replaced by &, and using —9f(&,)/0¢, =
d(&, — ep) in the zero temperature limit, the result is xj(0) = N (ex)/2, as used above.
In order to calculate the temperature variation of x*(0) we need to know the temperature
dependence of A = A(T). In the standard BCS-theory A is determined from eqn (4.1.11)

leading to
1 2 "p  tanh $B(a? + A?)2
- n(—th) :/ dp PR P+ AT) (4.1.26)
N(ep)g A(0) 0 (22 4+ A2%)z
where A(0) = 1.764k5T,. The sum itself may be written as the integral (assuming
T < Ty)
00 e\/ﬂf2+(ﬁA)2
*(0)/xg(0) = 2/ dx 4.1.27

The integral vanishes exponentially, o< exp[—A(0)/k5T], at low temperatures and ap-
proaches 1 linearly when T" — T,. The result is shown in Fig. 4.1.
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Fig. 4.1. The temperature dependence of the electronic susceptibility in the supercon-
ducting phase relatively to the normal phase value.

In the type-I superconductor the internal field is zero, whereas an applied field may
penetrate into the bulk of the superconductor in the type-II case. The presence of a field
introduces the Zeeman term in the electron Hamiltonian

Hy = hz (CltTckT - CLCkL) (4.1.28)
k

assuming the field h = pugH to be along the z axis. This term does not change the
diagonalization condition (4.1.5) and the final Hamiltonian is found to be

Ha=> (G- E)+ Y [(Ek +h) Ve + (B — h)éffék] (4.1.29)
k k
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Any other effects of the field on the superconducting state is accounted for implicitly,
via a change of & and (and via the equation (4.1.11) determining the superconducting
energy gap A). The susceptibility components parallel and perpendicular to the field
become slightly different:

=g S EAD+FESD] 5 =
k

(4.1.30)
These results') imply that k cancels out to leading order and the second order effects are
negligible except in the close neighbourhood of T,. In the case of TmNiyBs, the value
of T, ~ 11 K corresponds to A(0) = 1.7 meV, and at the field of 20 kOe (the order of
H_), h~0.12 meV is a factor of 15 smaller than the superconducting energy gap.

In a type-I superconductor an external applied field is screened from the bulk as
determined by the penetration depth A. This also means that the classical dipole—dipole
coupling between localized moments placed in a superconducting medium is screened
(S.N. Klausen, Thesis, 1999). The interaction in equation (1.3.2) is changed into

V (34 3w+ w?)(Ria — Rja)(Rip — Rjp) — d,5(1 +w+w”)[Ri —Ry[*
€

Doglij) = —

(4.1.31)
where w = A\/|R; — Rj|. The screening implies that the surface effects (and thus also
the discontinuities at zero wave vector) are cancelled. The demagnetization factor in
eqn (1.3.6) disappears, but instead 47 is subtracted due to the supercurrents

Dee(0) = —8% + [Dec(0)], (4.1.32)

where the tilde indicates that the lattice sum []:755(0)] ;, should be calculated using the
screened interaction, however, this modification may be neglected as long as A is much
larger than the lattice parameters. The screening does not affect the long wavelength
behaviour of the parallel component, which is still determined by eqn (1.3.7). This
means that the longitudinal component is continuous and stays constant in the long
wavelength limit, whereas the two transverse components are

(Ag)? ,
1+ ()2 7

Di(q) = —%” +[DL(0)], +4n

lg] < %ﬁ (4.1.33)
instead of eqn (1.3.8). Hence, the transverse components change (continuously) from
the modified value at zero wave vector to the normal-phase value when ¢ is a few times
larger than A~1.

In the type-II superconductor the superconducting order parameter is only much
affected within the core of the flux lines leaving the screening of the (spin—spin) sus-
ceptibility at zero wave vector more or less unchanged (S.N. Klausen, Thesis, 1999). In
contrast, the shielding effects due to the supercurrents become less effective the larger
the external field, and may be neglected close to the upper critical field, where the
internal field only shows a slight spatial variation.

1) The parallel susceptibility may also be derived from 4N x| = —0°F/0h?, where
F=(H)— ST and —ST = ! >k Em:Ekﬂ:h {f(x) Inf(z)+[1— f(z)]In[l — f(m)]}
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4.1.8 Modulated RKKY magnetic ordering and the BCS model

The presence of a modulated ordering (J,(R;)) = (J,) cos(R,;-Q) introduces the following
term in the Hamiltonian

Her(MF) = 3 Al i + Gqir — Ghqi%l — “-q) )
k (4.1.34a)

where A= f%(g — 1)I{J,)

corresponding to eqn (3.1.62), when assuming that the RKKY-interaction is determined
by a constant coupling parameter I. The interaction is only important when k ~ —k+Q
or k &~ +Q/2, in which case it couples two electronic states which are nearly degenerated.
Defining the z-axis in reciprocal space (not necessarily the same as the z-axis in spin
space) to be along Q, then the higher-order coupling terms are neglected by truncating
the Hamiltonian into

Ho(MF) = Z A(CI_QTCkT + CJ—rk—i-QTC—kT — CI—QLckl — ctk+Qlc_kl). (4.1.34d)
0<k.<Q

Instead of using the operator technique of section 4.1.1 we shall introduce a new (hole)
excitation operator dj | = ¢k and adding the magnetic term (4.1.34) to the Hamiltonian
of the superconducting electrons, eqn (4.1.1.), the total Hamiltonian may be written:

H= & (aha +1-didy)) = > A(Ghd ) +dhy o)
k k (4.1.35)

+ + + +
+ D AlG g T irqrt i T de g+ 4N dq)):
0<k.<Q

Notice that the signs of the last two terms in the A-coupling sum are changed, because
of the anticommutator relation {d,,, d[f,g,} = dxk0s0. We shall consider a certain k
vector, assuming 0 < k, < @, and define four states through the operator relations ci("T =
|[1><0], d'_"kl =12><0], di_k—in =13><0], CI_QT = |4 >< 0], and the Hermitean
conjugated, ¢, ; = [0><1], etc., implying that for instance CI—QTCkT =]4><1]|. (The
fifth state |0 > signifies that there is no electron/hole in the four states.) These four
states span a subspace of the Hamiltonian as given by the following matrix

& —A 0 A
-A — A 0
H(k) = S (4.1.36)
0 A —£,.q -A
A 0 A & q

This matrix may be diagonalized analytically [see Nass et al., Phys. Rev. Lett. 46, 614
(1981)], however, the expressions for the eigenvectors become very complex, so we shall
instead do a perturbation calculation. Considering the transformation

|1 > =u|l> Fvld> 5 |z,> =uld> —v]|l>

(4.1.37a)
|zg> =u|2> —v[3> ; |zg> =u|3> +v[2>

A

- - 4.1.37b
(fk - Eka)Qk ( )

w4 =1 ; u2_v2:Q;1 ; uy =
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and the parameters

442 :
k= %(gk +& )+ %(gk &) =14+ (4.1.38)
(& — fka)
then the Hamiltonian in the |z, > basis is
€ ~AQY —2uwwA 0

—AQ e 0 2uvA
H(k) = . (4.1.39)

—2uvA 0 —q o  —AQ

0 2uvA  —AQ ! €Q-k

The transformation has removed the A-terms in the matrix but introduced the new off-
diagonal terms, £2uvA. However, as we shall see below, these terms may be neglected
to leading order. Doing that the remaining part may be diagonalized straightforwardly
by the following transformation

ly, > =r |z > + s |z > sy > = rlay > = s fay >

(4.1.40a)
lys> =rq_ilT3> —sq_il@a> 5 |ys> =rq_glrs> +sq klrs>
where
2 2 2 2 _ %k A
e +sp =1 ; T — Si = == ; TSk = — o (4.1.400)
&, 26,0,
and .
A \2]2
Ex = 6 {1—&— (6 = ) } . (4.1.41)
Kk

The eigenvalues &, of the states |y, > are &, —&,, —€q_1k> and Eq_y, respectively for
n =1, 2, 3, and 4. The four eigenstates contribute to the k-sum in eqn (4.1.11) by

g

k,>0 n

= 2% Z <u2Tk5k [f(gk) - f(_gk)] - U2TQ—k3Q—k [f(gQ—k) - f(_gQ—k)])

k,>0

A replacement of Q — k by k in the last term does not change v? or Q, , and we get

_ o9 2 _ 2), T 549 A e
A=25 kZ (u? = v)nesic[F(E) = f(=&)] = =2 k;) 2% a2 L/ (6 — f(-&)]
(4.1.42)
and using f(—&,) = 1 — f(&,) the result may be written
g A
A=2 ;;O T [1-2f(E)] ; Ex=&] (4.1.43)

In comparison with the original gap equation (4.1.11) the energies E, are changed via
the replacement of & with ¢ and the factor Q;z has appeared. At k = +Q/2 the
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energies are €q 5, = £q /o + A, and if the energy gap 2|A| is small in comparison with the
Debye energy hiwp, the effects due to the modification of E,_ are of second order in A/ep
and thus negligible. The factor {2 2 may be accounted for by replacing the density of
states close to the Fermi surface, N (e5) in (4.1.26), by

Nor(er) = Nlep) Do 92060 | D o6, (4.1.44)

k,>0 k,>0

The density of states itself is changed only in the second order of A/e, (neglecting the
special case of Q ~ 2kp), and d(¢, ) may be replaced by §(¢,). Referring to the free
electron model we may assume & _q = &, — (2k, — Q)Qe/k% implying that

O =l ~ T
It Gt or L G b
where 2k 0)Qe

Using &, o k% + k2 and integrating with respect to k| the delta function in eqn (4.1.44)
disappears and we are left with an integral with respect to &k, from 0 to kj, or

1 dk,
1+ X2 dX

1 X(kF)
Noaler) [Nemy =1 [
F

dk,/dX is a constant and assuming |A| < e the lower limit may be replaced by —oo,
whereas the upper limit depends on the value of Q. If @ > 2k then X(kp) = —o0
and the integral vanishes (to leading order in A). If @ < 2k the upper limit may be
replaced by co and the result is

Neaer) =N ep)(1-nE LAF'), (4.1.45)

This important result shows that the effective density of states in the gap equation
(4.1.26) is reduced linearly with the magnitude 2|A| of the energy gaps. Those responsi-
ble for this effect are the energy gaps produced by the magnetic ordering at the positions
where the “superzone boundaries” (the planes normal to the vectors +£Q/2) cut through
the Fermi surface. According to the truncation condition, A is assumed non-zero only
as long as k, < @, and the upper limit of the integral should rather be X (Q) if Q < kg,
however, it is clear that this restriction is unimportant as long as |A4| < ep.

The off-diagonal terms £2uv A in (4.1.39) are important when &, — §k—q ~ 0 where
[2uv] — 1 and 2, — 0. Considering this situation, i.e. neglecting the off-diagonal terms
~AQ ! in (4.1.39), the Hamiltonian may be diagonalized. The procedure is the same
as above and the result is that the gap equation (4.1.42) is replaced by

—QO2 2(1 - O~2)1-1/2
] { A AQ-OY) [ AA%(1 - 02 } N
PR ETr R L ey B (UL SR

(4.1.46)
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At the Fermi surface, § = 0 implying & + &, o = —(2k, — Q)Qep/k% = —2[A|X.
This shows that the additional contribution in (4.1.45) is odd in X and therefore that
this term cancels out when integrated with respect to X. Hence to leading order the
density of states in the superconducting energy gap equation is reduced linear with |A]
according to eqn (4.1.45). If | A] is not small in comparison with the Debye energy hw,
the modifications of the energy bands due to |A| have to be included. Nass et al. [Phys.
Rev. Lett. 46, 614 (1981)] have performed numerical model calculations (including a
diagonalization of the four times four matrix) and they find that the reduction of the
superconducting condensation energy becomes even more pronounced in this situation.

The electron-phonon interaction may induce an alternative superconducting state
than the one considered above. In order to discuss the more general situation we turn our
attention to the original electron-phonon Hamiltonian in the simplified version, where
the coupling constant g is assumed to be a constant, only non-zero at energies smaller
than the Debye energy

__9 +
Hel—ph = =77 DD a1 1Ceral il

q kK
g (4.1.47)
~ + +
- N Z Z [<Ck+qTCk’l>Ck/+qleT + Ck+qTCk’L<Ck’+qleT>}
q kK’
Assuming q = —k — k’ this Hamiltonian may be rearranged so as to produce the cou-

pling term in (4.1.1). There are also other pairing possibilities. These have never been
observed and they would normally be less stable than the normal Cooper pairs. How-
ever, the presence of the magnetic ordering at the wave vector Q makes it of interest to
consider also q = —k — k/ + Q. Using the same way of truncating the Hamiltonian as
in eqn (4.1.35) the result is

Her-pn = — Z Alegielig + i)
k
= D (Bachiiqial + Aqil g1 T A% Ciqr T Alql ki Gqt)
0<k,<Q
(4.1.48)

The first sum, where A is assumed to be real and to be determined as in eqn (4.1.11),
describes the normal BCS superconducting state. The two other energy-gap parameters
are determined self-consistently by the similar conditions

g g
Ag=3D (wicwiqr) i Ag=5D (cwi-ar) (4.1.49)
k/ k’

The inversion symmetry implies that [Aq| = |A_q|, whereas the phases of the two
parameters may differ from each other. The two types of pairs do not interfere directly,
but a non-zero value of one of the order parameter, A or |Ag|, reduces the available
parameter space for the other one, and thus we expect that only one of the two order
parameters may develop. When A = 0 there are two different cases to consider. One is
A_q = —AY), which ordering turns out to be distorted by the antiferromagnetic order
parameter A in much the same way as derived above in the case of the usual Cooper-pair
ordering. The other case to consider is AfQ = AZP and assuming the order parameter
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to be real, the coupling matrix corresponding to eqn (4.1.36) is

& 0 A A

0 ¢, A —Ag
Aq A —fa.q O

A “Aq 0 & g

H(k) = (4.1.50)

Introducing the same (u,v)-transformation as given by the eqns (4.1.37)—(4.1.38) the
Hamiltonian in the |z, > basis is

€1 0 —AQ 0
0 - 0 -A
H(k) = & Q (4.1.51)
—Aq 0 —€q-k 0
0 —AQ 0 €k-Q

Hence the antiferromagnetic ordering has no direct influence on the AQ coupling, except
that the electron energies are changed from £ to €. The Hamiltonian may now be
diagonalized exactly by performing the transformation

(Y1 > =1z > + s oy > P lys> =rlag > — sy lag >
(4.1.52a)
(Yo > =7Tq ikl > —sq ilTa> 1 |ua> =71q klTs> +sq g |T2>
where
e+ st =1 ; rg — sp = & ; TSk = . Ba (4.1.52b)
(§k+§k—Q)q)k
and
— & + & 4N2 3
Skzgk ;kQQkJrfk kacbk ;B =14+ ——3 | (4153
(5k+§k—q)

when introducing the original energies. The self-consistent equation determining the
energy gap is

B =25 Y <y l3><1ly, > f(£,)
k.>0 n
= 2% Z (“27"k5k [f(gk) - f(_ngk)] + UQ?“kaSka[f(gqfk) - f(—gk)Da

k,>0
where TQ-k5Q-k = "kSk and we finally get

Ao =2L S mesi[(E) — F=6)] = 2L 5> B2 e - f—&)].
Q=2y k; k£ (&) = F(=6)] = -2 k; GETANI [f (&) = F(=&)]
(4.1.54)
Hence the only influence of the antiferromagnetic order parameter is the factor €2, in the
energy expression, eqn (4.1.53), which is only different from 1 in the close neighbourhood

of the superzone boundaries at k = £Q/2.
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LINEAR RESPONSE THEORY

A.1 The generalized susceptibility

A response function for a macroscopic system relates the change of an ensemble-averaged
physical observable (B(t)) to an external force f(t). For example, B(t) could be the
angular momentum of an ion, or the magnetization, and f(¢) a time-dependent applied
magnetic field. As indicated by its name, the applicability of linear response theory is
restricted to the regime where (B(t)) changes linearly with the force. Hence we suppose
that f(t) is sufficiently weak to ensure that the response is linear. We further assume
that the system is in thermal equilibrium before the external force is applied.

When the system is in thermal equilibrium, it is characterized by the density oper-
ator

Po = %e*m{“ . Z=Tre Mo, (A.1.1)

where Hy is the (effective) Hamiltonian, Z is the (grand) partition function, and 8 =
1/kpT. Since we are only interested in the linear part of the response, we may assume
that the weak external disturbance f(t) gives rise to a linear time-dependent perturbation
in the total Hamiltonian H:

Hy=—Af(t) ; H=Ho+Hiy, (A.1.2)

where A is a constant operator, as for example ). J.;, associated with the Zeeman
term when f(t) = gugH,(t) (the circumflex over A or B indicates that these quantities
are quantum mechanical operators). As a consequence of this perturbation, the density
operator p(t) becomes time-dependent, and so also does the ensemble average of the
operator B:

(B(t)) = Tr{p(t) B}. (A.1.3)

The linear relation between this quantity and the external force has the form

(B(t) — (B) = / balt— 1) F(H)dt, (A.1.4)

where (B) = (B(t = —00)) = Tr{p, B}; here f(t) is assumed to vanish for t — —oco. This
equation expresses the condition that the differential change of <B (t)) is proportional to
the external disturbance f(¢') and the duration of the perturbation 6t’, and further that
disturbances at different times act independently of each other. The latter condition
implies that the response function ¢, may only depend on the time difference ¢ —¢'. In
(A.1.4), the response is independent of any future perturbations. This causal behaviour

may be incorporated in the response function by the requirement
dpalt—t)=0 for ¢ >t, (A.1.5)

in which case the integration in eqn (A.1.4) can be extended from ¢ to +oo.



A2 A. LINEAR RESPONSE THEORY

Because ¢ 4 depends only on the time difference, eqn (A.1.4) takes a simple form
if we introduce the Fourier transform

f)= [ sayear (A.1.60)
and the reciprocal relation
1 [> iy
== “dw. Al
10 =3 [ @) tas (A1)

In order to take advantage of the causality condition (A.1.5), we shall consider the
Laplace transform of ¢z 4(¢) (the usual s is replaced by —iz):

Xga(z) = /0Oo dpat) et dt. (A.1.7a)

z = 21 + iz is a complex variable and, if [J|¢54(t)|e"dt is assumed to be finite in
the limit ¢ — 07, the converse relation is

1 oco+1i€e ]
Ppalt) = —/ Xpa(2)e #dz ;o e>0. (A.1.7b)

27T —oo+1i€e

When ¢ 4 (t) satisfies the above condition and eqn (A.1.5), it can readily be shown that
Xpa (%) is an analytic function in the upper part of the complex z-plane (zg > 0).

In order to ensure that the evolution of the system is uniquely determined by p, =
p(—o0) and f(t), it is necessary that the external perturbation be turned on in a smooth,
adiabatic way. This may be accomplished by replacing f(¢') in (4) by f(¢') et e>0.
This force vanishes in the limit ¥ — —oo, and any unwanted secondary effects may
be removed by taking the limit € — 0%. Then, with the definition of the ‘generalized’
Fourier transform

oo

(B(w) = lim - ((B(t)> - <B>) et e=<tdt, (A.1.8)
eqn (A.1.4) is transformed into
(B(w)) = xpa(W) f(w), (A.1.9a)

where x4 (w) is the boundary value of the analytic function x g 4(z) on the real axis:
Xpalw) = lir(r)1+XBA(z:w+ie). (A.1.9b)

Xpa(w) is called the frequency-dependent or generalized susceptibility and is the Fourier
transform, as defined by (A.1.8), of the response function ¢ g 4 (t).

The mathematical restrictions (A.1.5) and (A.1.7) on ¢z 4(t) have the direct phys-
ical significance that the system is respectively causal and stable against a small per-
turbation. The two conditions ensure that x5 4(2) has no poles in the upper half-plane.
If this were not the case, the response (B(t)) to a small disturbance would diverge
exponentially as a function of time.
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The absence of poles in xp4(2), when z; is positive, leads to a relation between
the real and imaginary part of x g4 (w), called the Kramers—Kronig dispersion relation.
If x 54(2) has no poles within the contour C, then it may be expressed in terms of the
Cauchy integral along C by the identity

Xpa(z) = L/CLBA(Z/)CZ,Z'.

211 z -z

The contour C is chosen to be the half-circle, in the upper half-plane, centred at the
origin and bounded below by the line parallel to the zj-axis through zo = ¢, and z is
a point lying within this contour. Since ¢z ,(t) is a bounded function in the domain
€ >0, then x5 4(2") must go to zero as |2’| — oo, whenever z5 > 0. This implies that
the part of the contour integral along the half-circle must vanish when its radius goes to
infinity, and hence

1 [ xpa (W + i)
z) = lim — EBAT (W +i€).
Xpal?) =0+ 20 ) 14 W A€ —2 (W' +i€)

Introducing z = w + ie and applying ‘Dirac’s formula’:

1 1
lim — =P +imd(w — w),
e—0t+ W —w — i€ w —w

in taking the limit ¢ — 0T, we finally obtain the Kramers—Kronig relation (P denotes
the principal part of the integral):

oo /
Xpalw) = ip/ de’, (A.1.10)

i w —w
which relates the real and imaginary components of x(w).

A.2 Response functions

In this section, we shall deduce an expression for the response function ¢ 4(t), in terms
of the operators B and A and the unperturbed Hamiltonian Hy. In the preceding
section, we assumed implicitly the use of the Schrodinger picture. If instead we adopt
the Heisenberg picture, the wave functions are independent of time, while the operators
become time-dependent. In the Heisenberg picture, the operators are

B(t) = Mt/h B =Mt/ (A.2.1)
corresponding to the equation of motion

d - i
2B =S [1, B()] (A.2.2)

(assuming that B does not depend explicitly on time). Because the wave functions are
independent of time, in the Heisenberg picture, the corresponding density operator py
must also be. Hence we may write (A.1.3)

(B(t)) = Te{p(t) B} = Tr{py Bt)}. (A.2.3)
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Introducing (A.2.1) into this expression, and recalling that the trace is invariant under
a cyclic permutation of the operators within it, we obtain

p(t) = e~ TM/h p eiTit/n

Solt) =~ [, (1)) (A.2.4)

The equation of motion derived for the density operator, in the Schrodinger picture, is
similar to the Heisenberg equation of motion above, except for the change of sign in
front of the commutator.

The density operator may be written as the sum of two terms:

p(t) =po+pi(t)  with [Hy, po] =0, (A.2.5)

where p, is the density operator (A.1.1) of the thermal-equilibrium state which, by def-
inition, must commute with Hg, and the additional contribution due to f(t) is assumed
to vanish at ¢ — —oco. In order to derive p;(t) to leading order in f(¢), we shall first
consider the following density operator, in the interaction picture,

pi(t) = eMOP () Mot/ (4.2.6)

for which J ) p
@ _ iHot/h [ a —iHot/h
P () =T Ly (1) + alt) e

= e [Hy p(t)] e 0N,

Because H, is linear in f(t), we may replace p(t) by p, in calculating the linear response,
giving

d i, i i

Epl(t) = 7 [emot/h Hye Hot/hv Po] = %[Ao(t) , polf(t),

using (A.2.5) and defining

-~

Ao(t) _ ei’Hot/h Ae—ngt/h.

According to (A.2.6), taking into account the boundary condition, the time-dependent
density operator is

) tq )
p(t) — e—z?—{ot/h (/ Ep[(ﬂ)dt/ + p0> engt/h
o (A.2.7)

—pot 3 [ LAl ~ 1), p0) S0

— 0o

to first order in the external perturbations. This determines the time dependence of, for
example, B as

(B(1)) = (B) = Te{ (p(t) — py) B}

= ' mf / [Ag(t' — 1), po) B (¢t}

— 00
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and, utilizing the invariance of the trace under cyclic permutations, we obtain, to leading
order,

B~ (B) =5 [ Telog B At~ 01} 1(¢)ar
- (A.2.8)

A comparison of this result with the definition (A.1.4) of the response function then
gives

$palt—t) = %H(t —)([B(t), A(t"]), (4.2.9)

where the unit step function, 8(¢) = 0 or 1 when ¢ < 0 or t > 0 respectively, is intro-
duced in order to ensure that ¢, satisfies the causality principle (A.1.5). In this final
result, and below, we suppress the index 0, but we stress that both the variations with
time and the ensemble average are thermal-equilibrium values determined by Hg, and
are unaffected by the external disturbances. This expression in terms of microscopic
quantities, is called the Kubo formula for the response function (Kubo 1957, 1966).

The expression (A.2.9) is the starting point for introducing a number of useful
functions:

Kpa(t) = +([B(#), A]) = (B, A(-1)]) (A.2.10)

is also called a response function. A is a shorthand notation for A(t = 0). The inverse
response function K 4p(t), which determines (A(t)) caused by the perturbation H; =

—f(t)B, is .
Kap(t) = %( [A(t), B]) = =Kpa(-1),

and Kp(t) can be expressed in terms of the corresponding causal response functions as

Kpalt) = { —pap(—t) for t<0.

The susceptibility is divided into two terms, the reactive part

Xpa(2) = Xap(—2 {XBA )+ xap(=2")}, (A.2.11a)

and the absorptive part

Xpa(2) = —xXap(—2") = {XBA —xap(—=2}, (A.2.11b)
so that
Xpa(2) = Xpa(2) +iXpa(2) (A.2.11c)
and, according to the Kramers—Kronig relation (A.1.10),

o0 ! A
Xpalw) = 77?/ XBA W Xpa(w) = ,lp/ XB/Ai(w)dw/. (A.2.11d)
m —00

w—-w w —w

In these equations, x 45(—w) is the boundary value obtained by taking z = w + e,
ie. as lim. g+ x45(—2" = —w + i€), corresponding to the condition that x 45(—2"),
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like x 45(2), is analytic in the upper half-plane. The appropriate Laplace transform of
Kpa(t) with this property is

Kpa(2) :/ Kpa(t) eizttizith g

= [ emattyetit— [ oaptye
0 0
Hence
Kpa(2) = 2iXG4(2). (A.2.12)

Next we introduce the dynamic correlation function, sometimes referred to as the
scattering function. It is defined as follows:

Spa(t) = (B(t) A) — (B)(A) = (B A(~t)) — (B)(4), (4.2.13)

and is related to the response function introduced earlier by
KBA(t)Z %{SBA(t)—SAB(—t)}. (A.2.14)

The different response functions obey a number of symmetry relations, due to the
invariance of the trace under a cyclic permutation of the operators. To derive the first,
we recall that the Hermitian conjugate of an operator is defined by

(<a|Blo >)*=<d|Bfa>.

If we assume that a certain set of state vectors |a > constitutes a diagonal representation,
i.e. Hola >= E,|a >, then it is straightforward to show that

~ ~

(B(t) A)* = (AT(=t) BT),
leading to the symmetry relations

K%A(ﬂ = KBfA# (t)
and
XBa(2) = Xprar (—27). (A.2.15)
Another important relation is derived as follows:
(B(t) A) = %Tr {e—ﬂHo Mot/ 3 —iHot/h fl}
_ %Tr {eiHo(t+i,6h)/hBefi’Ho(tJriﬁh)/h oMo [1}

- %Tr {6,5% AB@t+ wh)} = (AB(t +1iBh)),
implying that
Spa(t) = Sap(—t —ifh). (A.2.16)

In any realistic system which, rather than being isolated, is in contact with a thermal
bath at temperature T, the correlation function Sp4(t) vanishes in the limits t — +o0,
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corresponding to the condition (B(t = 4o00) A) = (B)(A). If we further assume that
Spa(t) is an analytic function in the interval |ta| < 8 of the complex t-plane, then the
Fourier transform of (A.2.16) is

SBA(W) = eﬁhw SAB(—W), (A.2.17)

which is usually referred to as being the condition of detailed balance. Combining this
condition with the expressions (A.2.12) and (A.2.14), we get the following important
relation between the correlation function and the susceptibility:

1
Spalw) = thxléA(w)a (A.2.18)

which is called the fluctuation—dissipation theorem. This relation expresses explicitly the
close connection between the spontaneous fluctuations in the system, as described by
the correlation function, and the response of the system to external perturbations, as
determined by the susceptibility.

The calculations above do not depend on the starting assumption that B (or A) is
a physical observable, i.e. that B should be equal to BT, This has the advantage that,
if the Kubo formula (A.2.9) is taken to be the starting point instead of eqn (A.1.4), the
formalism applies more generally.

A.3 Energy absorption and the Green function

In this section, we first present a calculation of the energy transferred to the system by
the external perturbation H; = —A f(t) in (A.1.2), incidentally justifying the names of
the two susceptibility components in (A.2.11). The energy absorption can be expressed
in terms of x4 4(w) and, without loss of generality, A may here be assumed to be a
Hermitian operator, so that A = Af. In this case, f(t) is real, and considering a
harmonic variation

F(t) = focos (wot) = 5 fo (€0 +e~™o!)  with f3 = f,,

then
fw) =mfo{d(w—wy) +d(w+wy)}, as /OO ew—wolt gy — 21 (w — wy),
and we have
(A1) — (4) = %fo {xaa(=wp) €™ + xa4(wp) e ™0}
The introduction of A = B = At in (A.2.15), and in the definition (A.2.11), yields

Xaaw)™ = Xaa(w) = xXaa(-w)

" 7 7 (A'3'1)
Xaa(W)" = x4a(w) = —Xaa(-w),

and these symmetry relations allow us to write

(A()) = (A) = fo {Xaa(wo) cos (wyt) + X/aa(wo) sin (wyt)} -
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The part of the response which is in phase with the external force is proportional to
X'4 4 (wg), which is therefore called the reactive component. The rate of energy absorption
due to the field is

Q = 24y = (om/on) = ~(A(n) of o,

which shows that the mean dissipation rate is determined by the out-of-phase response
proportional to x4 4(w):

~_ 1

Q= §fg wo XZXA(WO) (A.3.2)

and x4 4 (w) is therefore called the absorptive part of the susceptibility.

If the eigenvalues E, and the corresponding eigenstates |« > for the Hamiltonian
H(= Ho) are known, it is possible to derive an explicit expression for x 5 4(w). According
to the definition (A.2.10),

1 ' A o
Kpa(t) = %—ZTr{ef’BH [eMt/h BemiHt/h 4] } =
;1 ) N ) R

%E E e*BE“{eZE‘*t/h <a|Blo/ > e Fartih < o/ | Ala >

aa’

— <alAld > Pttt <o/ |Bla > e Fat/h

Interchanging o and o’ in the last term, and introducing the population factor

_ 1 _-sE, . _ —BE..
No = € ;o Z = Z:e , (A.3.3a)
we get
Kpa(t) = %Z <a|Bla' >< o |Ala > (ng —ngs) e Fa=Ba)t/ (A.3.3b)
and hence
Xpalw) = lir(I)l+ Kpa(t) el@riotgs
€E— 0
— 1 <a|B|a’><a/|A|a>( ) (A34a)
TS0 e Bar— By hw—ihe "
or equivalently
Xap(—w) = Elif(g Xap(—w + i€)
. <a|Adla >< o |Bla> (A.3.4b)
= lim (na — na,).

e—0+ E. — Ey 4 hw — ihe
[e7e%

’

An interchange of o and o shows this expression to be the same as (A.3.4a), with e
replaced by —e. The application of Dirac’s formula then yields the absorptive part of
the susceptibility (A4.2.11b) as

XEalw) = WZ <a|Bla'><d'|Ala> (na —na)(hw — (B — Ea))  (A3.5)

aa’
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(equal to Kpa(w)/2i in accordance with (A.2.12)), whereas the reactive part (A.2.11a)

1S

Eo#E, A A
“ < a|Bld ><d|Ala >
Xpalw)= D~ (na — o) + Xpalel) b, (43.60)
aa’ « «

where

. 1€ 1 if w=0
0wo = lim — = )
e—0+ W+ i€ 0 if w#£0,

and the elastic term x'g 4(el), which only contributes in the static limit w = 0, is

Eo=E,
Xpalel) =pB{ Y <a|Bla'><d[A]a>n, — (B)(A)}. (A.3.6D)

aa’

We remark that x4 (w) and x5 4(w) are often referred to respectively as the real and
the imaginary part of x g 4(w). This terminology is not valid in general, but only if the
matrix-element products are real, as they are if, for instance, B = Af. The presence of
the elastic term in the reactive response requires some additional consideration. There
are no elastic contributions to Kp4(t), nor hence to x% 4(w), because ng, — ny = 0
if B, = E,. Nevertheless, the appearance of an extra contribution at w = 0, not
obtainable directly from Kpa(t), is possible because the energy denominator in (A.3.4)
vanishes in the limit |w + ie| — 0, when E, = E,.. In order to derive this contribution,
we consider the equal-time correlation function

Spalt=0) = (B = (B)(A- (A)
=Y <alBld ><d|A|a>na — (B){A) (A:3.7a)

which, according to the fluctuation-dissipation theorem (A.2.18), should be

1 > 1 [ 1
Spalt=0) = o- / Spalw) dw = — / s Xpa@)d(hw).  (A3TH)

™ J_
Introducing (A.3.5), the integration is straightforward, except in a narrow interval
around w = 0, and we obtain

E.#E, Y oM
A 3 : Xpa(w)
Spa(t=0)= E <a|Bld ><d'|Ala>n, + lim 224 dw

ot y—0+t — Wﬂw

after replacing 1 — e " with Bhw in the limit w — 0. A comparison of this expression
for Spa(t = 0) with (A.3.7a) shows that the last integral has a definite value:

Eo.=E,

Y 1 R N N R
Wli%h _w%f:})dw: Z <a|Bld' ><d|Ala>n, — (B)(A). (A.3.8)

ao’
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The use of the Kramers—Kronig relation (A.1.10), in the form of (A4.2.11d), for calculating
X'5.4(0) then gives rise to the extra contribution

Yo
o) = tim L[ XBal@) g, A3.9
XBA

=0+ T w

to the reactive susceptibility at zero frequency, as anticipated in (A.3.6b). The zero-
frequency result, x54(0) = x’5.4(0), as given by (A.3.6), is the same as the conventional
isothermal susceptibility (2.1.18) for the magnetic moments, where the elastic and in-
elastic contributions are respectively the Curie and the Van Vleck terms. This elastic
contribution is discussed in more detail by, for instance, Suzuki (1971).

The results (A.3.4-6) show that, if the eigenstates of the Hamiltonian are discrete
and the matrix-elements of the operators B and A between these states are well-defined,
the poles of x 5 4(#) all lie on the real axis. This has the consequence that the absorptive
part x5 4(w) (A.3.5) becomes a sum of d-functions, which are only non-zero when fiw
is equal to the excitation energies F, — E,. In such a system, no spontaneous transi-
tions occur. In a real macroscopic system, the distribution of states is continuous, and
only the ground state may be considered as a well-defined discrete state. At non-zero
temperatures, the parameters of the system are subject to fluctuations in space and
time. The introduction of a non-zero probability for a spontaneous transition between
the ‘levels’ a and o’ can be included in a phenomenological way by replacing the en-
ergy difference E, — E, in (A.3.4) by (Ey — E,) — i Tora(w), where the parameters,
including the energy difference, usually depend on w. According to the general stability
and causality requirements, the poles of x g 4(2) at z = zoro = (B — Eq) — i oo must
lie in the lower half-plane, implying that I',/, has to be positive (or zero). In the case
where |Ey — Eqo| > T'yrq, the w-dependence of these parameters is unimportant, and
the d-function in (A.3.5) is effectively replaced by a Lorentzian:

" N <a|Bld ><d|Ala >
Xpaw) = Z(Ea/ ~ Eo—hw)2+12,,

ao’

Fa’a(na - na’)
(A.3.10)
+ thO ’ (el)
(hw)2 + I—\(Q) XBA )

with a linewidth, or more precisely FWHM (full width at half maximum), of 2I'y/. In
(A.3.10), we have added the quasi-elastic response due to a pole at z = —iI'g, which
replaces the one at z = 0. The corresponding reactive part of the susceptibility is

<alBlo ><d|Ala >
Xpa(w) = Z(Ea/ T 17 (et~ Fa ~ )0 — nar)
I ,
+ (W) £ T2 Xpalel). (A.3.11)
0

The non-zero linewidth corresponds to an exponential decay of the oscillations in the
time dependence of, for instance, the correlation function:

SBA(t) ~ e*’iza/at/h — e*i(EaleQ)t/h eira’at/h_
The absorption observed in a resonance experiment is proportional to x’j 4 (w). A

peak in the absorption spectrum is interpreted as an elementary or quasi-particle excita-
tion, or as a normal mode of the dynamic variable A, with a lifetime 7 = h/T 4. A pole
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at z = —il'y is said to represent a diffusive mode. Such a pole is of particular importance
for those transport coefficients determined by the low-frequency or hydrodynamic prop-
erties of the system. Kubo (1957, 1966) gives a detailed discussion of this subject. As we
shall see later, the differential scattering cross-section of, for example, neutrons in the
Born-approximation is proportional to a correlation function, and hence to x”(w). This
implies that the presence of elementary excitations in the system leads to peaks in the
intensity of scattered neutrons as a function of the energy transfer. Finally, the dynamic
correlation-functions are related directly to various thermodynamic second-derivatives,
such as the compressibility and the magnetic susceptibility, and thereby indirectly to
the corresponding first-derivatives, like the specific heat and the magnetization. Con-
sequently, most physical properties of a macroscopic system near equilibrium may be
described in terms of the correlation functions.

As a supplement to the response function ¢ 4(t —t'), we now introduce the Green
function, defined as

Gpa(t —t') = ((B(t); A(t)))

i N P , (A.3.12)
= —30 = U)([B@), A(t)]) = —¢palt =1).
This Green function is often referred to as the double-time or the retarded Green function
(Zubarev 1960), and it is simply our previous response function, but with the opposite
sign. Introducing the Laplace transform G g 4(z) according to (A.1.7), we find, as before,
that the corresponding Fourier transform is

Gpa(w) = ((B; A)), = 61_1)1(1;1+ Gpa(z = w + ie)

- - (A.3.13)
= lim Gpa(t) e @Hotdt = —xpa(w).
=07 J o0 (0)

We note that, if A and B are dimensionless operators, then G A(w) or x4 (w) have the
dimensions of inverse energy.
If ¢’ = 0, the derivative of the Green function with respect to ¢ is

SGma(t) = —1 (50([B), A1)+ 000 [ 4B /dr, A]))

A Fourier transformation of this expression then leads to the equation of motion for the
Green function:
ho((B; A)), — (([B, ®]; A)), = ([B, A]). (A.3.14a)

The suffix w indicates the Fourier transforms (A.3.13), and hw is shorthand for A(w +ie)
with € — 07. In many applications, A and B are the same (Hermitian) operator, in which
case the r.h.s. of (A.3.14a) vanishes and one may proceed to the second derivative. With
the condition that ([[[A(t), H], H], A])is —([[A(t), H], [A, H]]), the equation of
motion for the Green function (([A, H]; A)), leads to

(nw)*((A5 Ao + ([A, H]: [A, H] ) = ([[A, 1], A]). (A.3.140)
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The pair of equations (A.3.14) will be the starting point for our application of linear
response theory.

A.4 The random-phase approximation

Earlier in this chapter, we have demonstrated that many experimentally observable
properties of solids can be expressed in terms of two-particle correlation functions. Hence
it is of great importance to be able to calculate these, or the related Green functions,
for realistic systems. We shall therefore consider the determination of the generalized
susceptibility for rare earth magnets, using the random-phase approximation which was
introduced in the last section, and conclude the chapter by applying this theory to the
simple Heisenberg model, in which the single-ion anisotropy is neglected.

A.4.1 The generalized susceptibility in the RPA

The starting point for the calculation of the generalized susceptibility is the (effective)
Hamiltonian for the angular momenta which, as usual, we write as a sum of single- and

two-ion terms:
H=> H;T:)— 35> Jj)Ii-T;. (A.4.1)
i i
For our present purposes, it is only necessary to specify the two-ion part and, for sim-
plicity, we consider only the Heisenberg interaction. As in Section 2.2, we introduce the
thermal expectation values (J;) in the Hamiltonian, which may then be written

H = ZHMF(Z') — 3> T T = (J))-(I; = (I3), (A.4.2)

i#]

where

Hor (1) = Hy (i) — (Ji —

D=

(J3:)) > T)(J). (A4.4.3)
J

From the mean-field Hamiltonians Hy(7), we may calculate (J;) as before. The Hamil-
tonian (A.4.3) also determines the dynamic susceptibility of the ith ion, in the form of
a Cartesian tensor X, (w), according to eqns (A.3.4-6), with A and B set equal to the
angular-momentum components J;,. We wish to calculate the linear response (J;(¢)) of
the system to a small perturbative field h;(t) = gugH;(t) (the Zeeman term due to a
stationary field is taken as included in H;(J;) ). From (A.4.2), we may extract all terms
depending on J; and collect them in an effective Hamiltonian H; , which determines the
time-dependence of J;. Transformed to the Heisenberg picture, this Hamiltonian is

Ht) = (1) = (3:() = (1) - (DTG50 = @)+ h(t)). (Ad)

We note that a given site i appears twice in the second term of (A.4.2), and that the
additional term (J;) - h; has no consequences in the limit when h; goes to zero. The
differences J;(t) — (J;(t)) fluctuate in a virtually uncorrelated manner from ion to ion,
and their contribution to the sum in (A.4.4) is therefore small. Thus, to a good ap-
proximation, these fluctuations may be neglected, corresponding to replacing J;(t) in
(A.4.4) by (J;(t)) (when j # ). This is just the random-phase approximation (RPA),
introduced in the previous section, and so called on account of the assumption that
J;(t) — (J;(t)) may be described in terms of a random phase-factor. It is clearly best
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justified when the fluctuations are small, i.e. at low temperatures, and when many sites
contribute to the sum, i.e. in three-dimensional systems with long-range interactions.
The latter condition reflects the fact that an increase in the number of (nearest) neigh-
bours improves the resemblance of the sum in (A.4.4) to an ensemble average. If we
introduce the RPA in eqn (A.4.4), the only dynamical variable which remains is J;(¢),
and the Hamiltonian becomes equivalent to Hyp (%), except that the probing field h;(¢)
is replaced by an effective field h¢ (). With (J;(w)) defined as the Fourier transform of
(J:(t)) — (J;), then, according to eqn (A.1.9),

(Ji(w) =X (whi™ (),

where the effective field is

b (w) = hy(w) + Z T (17){d5(w))- (A.4.5)

This may be compared with the response determined by the two-ion susceptibility func-
tions of the system, defined such that

(Ji(w)) = Z?(ij,w) h;(w). (A.4.6)

The two ways of writing the response should coincide for all h;(w), which implies that,
within the RPA,

X(ij,w) = X; () (%» + Z T3 X (', w)). (A.A7)

This self-consistent equation may be solved under various conditions. For convenience,
we shall consider here only the uniform case of a ferro- or paramagnet, where Hyp () is
the same for all the ions, i.e. (J;) = (J) and X, (w) = X (w), in which case we get the
final result
= =o0 -1 —o
X(aw)={1-X"JT(@} X" (A.4.8)

Here 1 is the unit matrix, and we have used the Fourier transform of 7 (ij)

Tla) =3 Jlij)ed i), (A.4.9)

In the RPA, the effects of the surrounding ions are accounted for by a time-
dependent molecular field, which self-consistently enhances the response of the isolated
ions. The above results are derived from a kind of hybrid MF-RPA theory, as the
single-ion susceptibility i—o(w) is still determined in terms of the MF expectation val-
ues. A self-consistent RPA theory might be more accurate but, as we shall see, gives
rise to further problems. At high temperatures (or close to a phase transition), the
description of the dynamical behaviour obtained in the RPA is incomplete, because the
thermal fluctuations introduce damping effects which are not included. However, the
static properties may still be described fairly accurately by the above theory, because
the MF approximation is correct to leading order in 8 = 1/kpT.

The RPA, which determines the excitation spectrum of the many-body system to
leading order in the two-ion interactions, is simple to derive and is of general utility.
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Historically, its applicability was appreciated only gradually, in parallel with the exper-
imental study of a variety of systems, and results corresponding to eqn (A.4.8) were
presented independently several times in the literature in the early 1970s (Fulde and
Perschel 1971, 1972; Haley and Erdos 1972; Purwins et al. 1973; Holden and Buyers
1974). The approach to this problem in the last three references is very similar.

A.4.2 MF-RPA theory of the Heisenberg ferromagnet

We conclude this chapter by applying the RPA to the Heisenberg model, thereby demon-
strating the relation between (A.4.8) and the results presented in the previous section.
In order to do this, we must calculate X *(w). The eigenstates of the MF Hamiltonian
(A.4.4b) are |S* = M >, with M = —S,—-S +1,---,5, and we neglect the constant
contribution to the eigenvalues

By = —MJ(0)(8%), = —-MA  with A = J(0)(S),,

denoting the MF expectation-value (A.4.5a) of S* by (S#),. According to (A4.3.4a), we
then have (only terms with = M + 1 and o = M contribute):

S—1
o <M+1|ST|M><M|S™|M+1>
w) =
X¥-() Z Eyv — By — hw

(nM+1 —nyy)
M=-S

S—1
_ 1 S(S+1)-MM+1) ( B(M+1)A ,GMA)
- Z; A~ hw € €

S
- A—lhw%( > {S(s+1)— (M —1)M}eMA

—S+1
S—1
—Z{S(SH)—M(MH)}@BMA)
-s
S
. 1 1 BMA 2(S%)o
_A—hwE;QMe T A hw’

as all the sums may be taken as extending from —S to S. Similarly x°, (w) = x¢_(—w),
whereas x ¢, (w) = x°_(w) = 0, from which we obtain

Xz (@) = Xy (W) = % IX{_ (W) +x°4(w)} = AQAES(;;S)Q’ (A.4.24q)
and . .
Xay(W) = =Xyu(w) = i {(X9_(w) = x24(w)} = %. (A.4.24b)

o I
zy
€ — 0T, are both purely imaginary. Of the remaining components in X *(w), only x 2, (w)

is non-zero, and it comprises only an elastic contribution

We note here that X;’y’(w) and x2 "(w), obtained by replacing w by w + i€ and letting

o) = B(5S7) 000, with (657)2 = ((5%)2) — (573, (4.4.25)
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Because x?.(w) = 0, the RPA equation (A.4.8) factorizes into a 2 X 2 (xy)-matrix
equation and a scalar equation for the zz-component. Inverting the (zy)-part of the
matrix {1 — X (w) J(q)}, we find
_ X&e(w) = 1X°(w)| T (a)

1= {x2(w) + xgy (W)} T (@) + X ()| T?(q)

where the determinant is

Xaz (A W)

0] = G, ) ~ X N ) = g

By a straightforward manipulation, this leads to

Bg{5%)o
Xoa(Qw) = (E9) — (hw)?’ (A.4.26a)
with
B = A (8907 (@) = (5%)0{T(0) - T(a)}. (A.4.260)

The same result is obtained for x,, (q,w). We note that (A.4.26a) should be interpreted
as

1 1
1 .
yw) = 5(5%), 1 - - .
Xew (@ @) = 3 >Oei%l+ (Eg—hw—zh6+E8+hw+zhe>
This result is nearly the same as that deduced by a self-consistent procedure, except
that the RPA expectation-value (S?) is replaced by its MF value (S?),, reflecting the
lack of self-consistency in this analysis. As a supplement we find that
X2 (w) B(65%)*

Xl @) = T ) T~ T Bes (@) (4.4.27a)

and the corresponding correlation function is

(65°)°
p(65)2 I (a)

The zz-response vanishes in the zero-temperature limit and, in this approximation, it is
completely elastic, since (§5%)? is assumed independent of time. However, this assump-
tion is violated by the dynamic correlation-effects due to the spin waves. For instance,
the (n = 1)-sum-rule (A.3.18b) indicates that the second moment ((hw)?),. is non-zero,
when q # 0 and T > 0, which is not consistent with a spectral function proportional to
0(hw).

Although this procedure leads to a less accurate analysis of the Heisenberg ferro-
magnet than the self-consistent procedure, it has the advantage that it is easily gen-
eralized, particularly by numerical methods, to models with single-ion anisotropy, i.e.
where H;(J;) in (A.4.1) is non-zero. The simplicity of the RPA result (A.4.8), or of the
more general expression (A.4.7), furthermore makes it suitable for application to com-
plex systems. As argued above, its validity is limited to low temperatures in systems
with relatively large coordination numbers. However, these limitations are frequently
of less importance than the possibility of making quantitative predictions of reason-
able accuracy under realistic circumstances. Its utility and effectiveness will be amply
demonstrated in subsequent chapters.

Sea(q,w) = 27h— §(hw). (A.4.27b)



