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We investigate the dynamic structure factor characterizing inelastic neutron scattering from
intermediate-valence compounds. Starting with the ionic model of Jefferson and Stevens, we formu-
late a quasiparticle theory for the high-frequency scattering. At low temperatures the scattering at
the center of the zone arises from three processes: excitation across the hybridization gap, excitation
from gap modes, which do not hybridize with the conduction electrons to the upper hybrid mode,
and excitation from the lower hybrid mode to the gap modes. We calculate the structure factor at
q =0, neglecting crystal-field splittings. The qualitative features of the temperature and wave-vector
dependence of the scattering are discussed. An alternative approach based on a decoupled-mode ap-
proximation is proposed for the high-temperature regime. We comment on the relation of the theory

to recent theoretical and experimental studies.

I. INTRODUCTION

In recent years the existence of rare-earth and actinide
compounds showing intermediate-valence (IV) behavior
has stimulated a great number of experimental and
theoretical studies which have led to a qualitative and in
some instances quantitative understanding of their proper-
ties."? At the risk of some oversimplification we can
identify an IV system as one where the rare-earth or ac-
tinide ions fluctuate between f” and f"~! configurations
by transferring electrons to a conduction band. Even at
high temperatures this transfer takes place sufficiently
“infrequently” that the ionic character of the f-electron
state is largely preserved.

Although the model of a weakly coupled mixture of f”
and f"~! ions and conduction electrons in thermal equili-
brium is often an adequate first approximation for inter-
preting various thermodynamic measurements,’ there are
dynamic properties which cannot be explained on this
basis. For example, the inelastic neutron scattering does
not resemble the scattering from an array of ions in static
configurations with characteristic sharp crystal-field levels
and weak interionic interactions. Rather, the dynamic
structure factor usually displays a quasielastic central peak
which in some instances has a long tail with structure at
frequencies which can be much greater than the crystal-
field splittings of the f* and " ~! manifolds.*~’

In this paper we will focus on the aforementioned high-
frequency tail. We calculate the dynamic structure factor
in an independent-quasiparticle approximation. By
neglecting the crystal-field splittings of the f manifolds
and limiting the analysis to the center of the Brillouin
zone (g =0) we are able to obtain an algebraic expression
for the structure factor. The restriction to ¢ =0 can be
circumvented at the expense of numerical calculations.
However, the omission of crystal-field effects is a funda-
mental approximation which is loosely equivalent to hav-
ing an “instrumental width” which is much greater than
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the Stark splittings of the relevant manifolds. Since we
are investigating only part of the scattering, we cannot
make use of the fluctuation-dissipation theorem to obtain
the static susceptibility. Furthermore, although the chem-
ical potential can be calculated within our approximation
we choose to regard it as part of the input to the analysis.
We adopt this position because we believe that while the
quasiparticle model is a reasonable approach for charac-
terizing inelastic neutron scattering at low temperatures
there is no certainty that it will work equally well for ther-
modynamic parameters, such as the chemical potential,
which are expressed as integrals over the Brillouin zone of
various functions of the quasiparticle energies.

The remainder of this paper is divided into five sections.
In Sec. II we introduce the model Hamiltonian and
present a formal expression for the structure factor. The
quasiparticle approximation is outlined in Secs. III and
IV. In Sec. V we calculate the structure factor utilizing
the quasiparticle model. We also introduce an alternative
approximation which is appropriate at high temperatures.
We discuss our findings in Sec. VI where we make contact
with other theoretical treatments of the problem. We also
comment briefly on the experimental situation. The em-
phasis in this paper is on the development of the formal
theory of inelastic neutron scattering from IV compounds;
applications to specific systems will be presented else-
where.

II. HAMILTONIAN AND DYNAMIC
STRUCTURE FACTOR

In our analysis of the dynamic structure factor we
adopt the microscopic model of Jefferson and Stevens.® In
their approach one considers only the Hund’s-rule ground
states of the f™ and f"~! configurations whose levels we
designate by A and u, respectively. As formulated by
Hewson’ the model Hamiltonian takes the form
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where the sum on i/ is over the N ions located at
ri,i=1,...,N and H.c. designates the Hermitian conju-
gate. The symbols €, and €, denote the energies of the
various levels of the f™ and f"~! configurations, respec-
tively, while €, is the energy of a state in the conduction
band. The symbol yke A Tepresents a matrix element
characterizing the strength of the interaction between the
conduction electrons and the ions. The former are
described by fermion operators ¢, and c,za for modes with
wave vector k and spin 0. The operators X, (i), Xyy (i),

and X,,,(i) refer to the ionic levels; the latter obey the
commutation relations
[ X3 (), X ()]1=0 (2.2)
and
[ X (0, Xoan ()] =845 [ 82 Xyam ()
— & X ()] (2.3

with a similar result for [X,,, (i), X,+,~(j)]. In the case
of X, (i) one has fermionlike behavior, i.e.,

{Xun (D), X2 ()} =0 (2.4)
{Xun (D, X0 (G =855 [ 8paX e (1) + 8, Xpoa ()]

2.5)
where the brackets denote the anticommutator,
{A,B}=AB +BA. We also have

[Xpua (D), X300 ()]=8;832:X ar (i) (2.6)

with a similar result for [X},(i),X,,~(j)]. In addition the
operators X, (i) and X;,/(/) commute with the ci,
and ci, in contrast to the X, (/) which anticommute with
the conduction-electron operators.

The dynamic structure factor, S,g(q,w), characterizing
the inelastic neutron scattering is obtained from the
Fourier transform of the correlation function of the spa-
tial transforms of the magnetic-moment operators of the
ionic system. We write the structure factor as

(2.7)

Sap(@0)= [ _dtei®(M,(g,)Ms(—g,0)) .

In (2.7) we have a,B8=x,y,z while the angular brackets
denote a thermal average. The magnetic-moment operator

is given by’
]

M(g=3 ™

EMMXM D+ S My Xy ’)]
My

(2.8)

where M, and M uu are matrix elements of —gyugJ,,
within the appropriate Hund’s-rule ground states, g, bemg
the Lande g factor, up the Bohr magneton, and Jop the
total angular momentum operator.

In our analysis we will find it useful to rewrite (2.7) in
the form (w5£0)

Saﬁ(q,w)

o -1 dM,(q,t) dMg(—q,t)
=a)“2f_wdte“‘"< ‘;tq Bdt q >,=o. 2.9)

Equation (2.9) is obtained from (2.7) by integrating twice
by parts and then making use of the fact that the correla-
tion function is a function of the separation in time of the
two operators. In arriving at (2.9) we have neglected con-
tributions coming from evaluating the correlation func-
tions at =+ . In general, these contributions are zero
in the absence of long-range order, which we assume to be
the case. When there is long-range order associated with
the wave vector g, the magnetic-moment correlation func-
tion is proportional to (M,(g,))? at large time separa-
tions. This property leads to an elastic scattering term in
Sz(go,®) which is proportional to {M,(q¢))*8(w).

Using the Heisenberg equation of motion (fi=1),

dM(q,t)
d

the time derivatives appearing in (2.9) can be expressed in
terms of the X and ¢ operators in the Hamiltonian. Before
proceeding we will make the approximation of neglecting
the crystal-field splittings of the spin-orbit manifolds.
This amounts to taking all of the €, (and all of the €,) to
be equal. Under these conditions we can label the eigen-
states of the A and p manifolds by the quantum numbers
M; and M, respectively, where J and J' are the corre-
sponding angular momenta.

Focusing attention on the longitudinal component we
have

—i[M(q,1),57], (2.10)

M, s [y Paall) o dl)

@ T2 |2 YT |
(2.11)
where m; (=m;,,) is identified with —g;usM; and

m, (=M,,) with —g;ugM;. Utilizing the commutation
relations we can write the time derivatives in (2.11) in the
form

axyul) g —ikr, ko ik ke ot

T Tvn g2l VA adk D—e TAXn o], (2.12)
dX/m(i) —i ikr; kr; .
Ta VN 2 SV el —e TV R oo X )] @13)

>

where the asterisk denotes complex conjugate.

Equation (2.11) can be simplified by introducing the operators Xj,, and Xk,m defined by
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1 ikr,- .
X =" §e ur (i) 2.14)
Xia=—=3 e X, () (2.15)
kud — ‘/N ?e all) s .
which obey the anticommutation relations
1 i(k—k')r; . .
(X X} = V2 e [ 8pX e (1) 4 8 Xoa (1)] (2.16)
1
Utilizing (2.14) and (2.15) we can rewrite (2.11) as
dM,
ai =~ Zm I VIR oXh—quin— ViR s qunci]
0 W
(2.17)

. t t
—i>m, S 3 [VELXi 4 quicio — (VET ) *croXi _qun] -
M

k,o A

Equations (2.9) and (2.17) are the principal results of
this section. It should be noted that were we to take into
account the crystal-field splittings there would be addi-
tional terms in (2.17) involving €) —¢€, and €, —¢€,. When
the interaction with the conduction electrons is set equal
to zero these give rise to 8 functions in the structure factor
at w =€, —¢€,, etc., which collapse to a term proportional
to 8(w) in the absence of crystal-field splittings. Because
of this result Eq. (2.9), as written, is only applicable to sys-
tems with crystal-field splittings when the frequency is
large in comparison with the widths of the A and y mani-
folds. For this reason we will refer to the right-hand side
of (2.9) as FS,4(q,®), the high-frequency (HF) part of the
structure factor.

III. QUASIPARTICLE APPROXIMATION

In this section we introduce an independent quasiparti-
cle approximation which will be used in the evaluation of
the high-frequency part of the dynamic structure factor.

w«Xk;.M.;Clja »szO«Xk;tk;Clz-a »w_ 2 2 ( V,l’;"g" )* « ck‘a’lepA’XII'p‘k' };clza »w ’

WAk, o

The central feature of the approximation is the representa-
tion of Xy, and c, in (2.17) as a linear combination of
quasiparticle annihilation operators. In order to develop
the approximation we utilize the retarded Green’s func-
tion,

{A(1);B(0)) =—iO(1)({A(2),B(0)}), (3.1)

where ©O(z) is the unit step function. We write the

transform of (A4 (¢);B(0))) as
(43BN o= [~ de’(A@;B0) . (3.2)

Using the Hamiltonian and the commutation relations
given in Sec. IT we obtain an equation for (( ck,,;c,:r‘, Ve of
the form

ol ckoscio Vo= 1+ L ckoicio Vo

—3 Ve Xiuascho Do - (3.3)
HA

Repeating the procedure for (X; kM;c;g » » we obtain

(3.4)

where €y=¢€, —¢, is the difference in energy between the Hund’s-rule ground states of the f" and f" —! configurations.
At this point the equations of motion are decoupled by replacing the anticommutator on the right-hand side of (3.4) by
its thermal average which according to (2.16) is equal to 8zx-8,,8xa (X up Y+ (X3, )), all sites being equivalent.!® Thus

in place of (3.4) we have

w«Xkyl;clIa »a;=€0«Xkuk;clIa »w"’ 2 ( Vzg’ )*Ay)» « Cka’;clja »m ’

(24

where
Ayk:<X#p Y +H{Xn) .

Further discussion of this approximation is left to Appen-
dix A where it is shown that the leading correction is of
order V /W, where W is the width of the conduction band,
and vanishes identically when there is full rotational sym-
metry about the rare-earth site. Generally speaking the
approximation is appropriate only at low temperatures,
kgT << V?/W, where thermal fluctuations have only a
small effect on the phase coherence of the hybrid modes.
We note that if we make the identification

(3.6)

(3.5)

Xir—A ek » 3.7

then Egs. (3.3) and (3.5) are formally equivalent to the
equations for the Green’s functions associated with the
fermion operators ci, and Cxua Which are obtained from
the effective Hamiltonian,

T T
Hett= >, €cCkurChur+ D €kChoCko

k,p,A k,o
~k
+2 2 (Vp;ckulclza+H-c-) , (3.8)
k wA,o

~ko
where V', denotes the temperature-dependent interaction
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Vun=Visalf .
The essence of the quasiparticle approximation is con-
tained in (3.7) and (3.8). That is to say, in the evaluation
of HFS(q,0) we make the replacement (3.7) and then use
the effective Hamiltonian to evaluate the resulting fermion
correlation function. Although 4, like the chemical po-
tential, can be evaluated within the quasiparticle model we
choose to regard it, too, as input to the calculation. How-
ever, we note in passing that to zero order in V, 4,, is
given by’

(3.9)

eﬂ(eo—y)+ 1

A= — )
T P NCS I

A4 (3.10)

where u is the chemical potential and B=(kzT)~'. Equa-
tion (3.10) shows that in the limit kpT << |€p—pu |,
Ay —(2J +1)7" or (2J'+1)~! depending on the sign of

€o—u. Thus at low temperatures 4, is dominated by the'

contribution from a single configuration (eg=~u).

It must be stressed that the replacement (3.7) is intended
only for correlation functions which are either linear or bi-
linear in operators of the type Xi,,. When applied to
more general functions, e.g.,

xtox,(0x101x,00))

it leads to incorrect results even in the limit ¥ —0.° For
this reason we cannot use it to evaluate S(q,w) directly
from Eq. (2.7). However, starting from (2.9) we obtain
correlation functions of the type

(e (XS (1) (0)X,(0))

involving only pairs of the X, in which case our replace-
ment is exact for ¥ =0. For V40 we evaluate the correla-
tion functions in an approach which is equivalent to (im-
plicitly) factorizing them into expressions which are either
linear or bilinear in the X;,, and then making the replace-
ment. Thus we have

(co(DXTADX,2:(0)c] (0)) — (4,04,2:)1 7% e, (e fa (1)e,a (0 (0))

—(Aad ) e, (De(0)) (e fa (D, (0)

which is equivalent to

(o DX A DX, (0)c 5 0)) = (e, (e} (0)) (X[ (01X ,1:(0))

(A A ) e (DL (0 efa (e, (0))

IV. QUASIPARTICLE SPECTRUM

In this section we analyze the quasiparticle Hamiltonian
(3.8). Since the effective Hamiltonian is bilinear in the
fermion operators it is convenient to use equation-of-
motion techniques instead of Green’s functions. The an-
nihilation operators for the normal modes, ay, are written
as follows:

ax =23 UroCro+ D, UkpurCipun - 4.1)
Iz A

From the requirement {ak,az } =1 we obtain the normali-
zation condition for the expansion coefficients,

D tko |+ |k | =1 4.2)
o A

The stipulation that a; be a normal-mode operator is
equivalent to the equation,

@ [2 UkoCho+ 2 ukukckuk
o A

=2 tkolCkor Hett] + D, tirprlcrpn Fest] . (4.3)
o wA
Evaluating the commutators in (4.3) we find
(2] [2 UkoChot+ D, UkprChp }
o "A
~ko
=2 Uko |€kCho— >, VurCur
o #,A
~ko
+ 2 Urur |€oCkur— 2, (Via ) *eko | (4.4)
A o

(3.11)
(3.12)
I
which is equivalent to the algebraic equations,
~ko
(a)—Gk )uka= _Z(Vm&)*ukyl , (4.5a)
mA
~k
(w—eo)ukM= ——2 Vﬂkuka . (4.5b)
o

Equations (4.5a) and (4.5b) are a set of
(2J +1)(2J'+1)+2 linear equations. Four of the eigen-
modes are hybrid in character, being linear combinations
of ¢x, and cxyy. The remaining (2J +1)(2J'+1)—2
modes have energy €, and involve only the Ckur- They are
orthogonal to the hybrid modes and can be made orthogo-
nal to each other. We refer to these modes as gap excita-
tions since their energy lies in the hybridization gap.

In order to evaluate the energies of the hybrid modes we
use (4.5b) in (4.5a) obtaining the two equations (o= 1):

~k
(—e)o—eur = |3 | Var |2 |uxs
wA
~k ~k —
+ STV lwe_,  46a)
A
~k — 2
(w—€p)@w—€x g = EIV,;A | ug -
A
~k — ~k
S (P 1*Pr |uny - (46b)

A

From inversion and time-reversal symmetries it follows
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that
~k + 2 ~k — 5 2
SV 7= 1V ’= 1V |?. 4.7
A A

Equations (4.6a) and (4.6b) can be diagonalized with the
resulting eigenvalues

o =3 +€) T T[(€x —€)2+447]'?, (4.82)
or=~(ex+€)+T[(€ —€n)?+4BE]'?, (4.8b)
where
~ ~k
A=V |+ E(V,,i P | » 4.9)
and
~ ~k
Bi= |V 2= |3 (P Vet (4.10)
oA

The corresponding eigenvectors are linear combinations of
Up gy U, and Upy,.

In the analysis of the structure factor we will make the
simplifying approximation of neglecting the second term
on the right-hand side of (4.9) and (4.10). When this is
done u; , is decoupled from u; _, and the hybrid modes
become two-fold degenerate with energies

ol =+(ex+€)tT[(ex —€0)*+4| Vi | 2]
(v=1—4). (4.11)
In this limit the coefficients uy,; in Eq. (4.1) are given by
utun =~ Vyuis [0} —€o) - @.12)
Using (4.12) in (4.2) we obtain
uto =[1+4| Vi | */(0} —€0)’]7'?, (4.13)

where it is understood that v=1,2 are the two hybrid
modes associated with o=+ and v=3,4 are the two

Since our diagonalization is equivalent to performing a
unitary transformation on 57 we can express cx, and
Ckyr @8 a  linear combination of the ay,
v=1,...,(2J +1)(2J'+1)+2, by means of the equations,

o=, (up,)*ay , (4.14a)

crurn =2, (ug ) *ag , (4.14b)
v

where u}, and up,, are given by (4.12) and (4.13), respec-

tively, for the hybrid modes (in an approximation where

A}=B}= |V, |?, while in the case of the gap modes

upy=0.

It was mentioned above that we can calculate the chem-
ical potential in the quasiparticle approximation. It is
determined by the condition that there be a total of nN
electrons in the conduction and f states,’ i.e.,

S (clocko) +nNS (X2)
k,o A

+(n —DNZ (X, )=nN . (4.15)
"

The details of the calculation, which utilizes the spectral
representation of the Green’s function, are developed in
Appendix B.

V. CORRELATION FUNCTIONS
AND DYNAMIC STRUCTURE FACTOR

In this section we use the results of Secs. II—IV to cal-
culate the high-frequency part of the structure factor [Eq.
(2.9)]. As noted we will limit the quantitative analysis to
q =0 where we can obtain algebraic expressions for
HES (0,w). In order to minimize the algebra we will con-
sider only the case where the ground state of the f"~!
configuration is a singlet (e.g., Eu). Under these condi-

modes associated with o=— (i.e, ukl_ =u,f_=u,§+
=“l‘:+ =0, mllc =0)13c,60i :a)ﬁ) . tions we have
_J
dM,(0,t) | dM,(0,t)
(T || )= S 3 AT vetnelatn -
t=0 k,o k',o’

X[(V > )*ck,,(O)ck,M (0)—V,

~ko
Vurckun(t)edy (0]

A ck,m(O)ck,, on, (5.1)

where we have made the replacement indicated by (3.7) and (3.9) (cf. the discussion at the end of Sec. III).
We proceed by expanding ¢k, and ¢y, in terms of normal-mode operators using (4.14a) and (4.14b). The resulting ex-

pression involves fermion functions of the form

(aj(t )ak (t)ak (O)Gk (0)>

which reduces to

BBy Byl (1l (0)) b ()l (0)) .

. . . . ot . . .
[We omit the term involving the pairing of afa} as it vanishes if we first calculate "FS (g,

q—0.]

(5.2)

) and then take the limit

From (5.2) it follows that the quasiparticle contribution to ¥S(0,w) is a sum of terms of the type

A t .
(af a} Yajay Yw+w; —af) .
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The high-frequency scattering describes the destruction of a quasiparticle in mode vk’ with energy o} and the creation
of a quasiparticle in mode vk with energy w; =w +wk/ The equilibrium averages are given by Fermi distributions

(aflayy=ny =" 1)1, (5.3)
(oz}éat;‘?):1—n,}'=(e_ﬂ(mz—")—i—l)”1 . (5.4)

When g =0 there will be three types of transitions contributing to the scattering at high frequencies; one of these in-
volves two hybrid modes, the other two a hybrid mode and a gap mode. We first consider the former. Using (4.14a) and
(4.14b) we can write the (lower) hybrid to (upper) hybrid contribution to the structure factor in the form

ko ~ko

HFShh(O,a)) 27/&)2)2 m;tm;gz [( ;‘uk”;»(uk#;‘ | uk,, | + ~ (Vﬂ;»v)* | u,%a | z(ul:ul)*ulluk'
~ko ~ko 2 2 1 1 ~ko ~ko
—( V;M )*( V;/.A’ )*uk,ul.(uko)*ukul'(uka)* - V pA uka(ukpk )* (ukpk)*uka]
Xnt(1—n})d(w+o0k—ok) , (5.5)

where v=1 refers to the upper hybrid mode with energy 5 S (€ +€0)+ > [(ex —€p) 244 Vi | 21172 while v==2 specifies the

lower mode with energy + (€, +€,) — +[ (€ —60 +4| Vi | 1'% Using (4 12) and (4.13) we can reduce (5.5) to
HESHR(0,0)=(27/0®) S, mkmkz % A 7% k v 121 Vi | 221 —n)8(w + 0} —wb) . (5.6)
AN

If we overlook the k dependence of the matrix elements of the ion-conduction electron interaction in the energy region
of interest we can convert the sum over k in (5.6) to an integral over the density of states of the unperturbed conduction
band, py(e€), viz.,

%h(eﬂ—»fpo(e)h(e)de. (5.7)
We finally obtain (0?> 4 | 2k

HEGhA(0, ) = Cpp [0E ()]~ [pol €0+ E (@) f o (1—f3) +pol€o— E (@) (1—fa)] , (5.8)
where

E(w)=(a?—4| V| D2, (5.9)
and

fa={expBleo+TE (@) —Fo—pl+1}7", (5.10)

fo={expBleo+TE(0)+ 30 —p]+1} 7" (5.11)

fe={expBleo— TE (@) —7o—p]+1}7", (5.12)

fa={expBlés—TE(@)+70—pl+1}7", (5.13)

. ~2
with C, a frequency-independent parameter proportional to V.

The contribution to the scattering from the destruction of a gap mode and the creation of an upper hybrid mode takes
the form

HESh(0,0) =27 /0?) Y, mamy: 3, 2( ,Wuk,,h(u,:,m* | ugo, | Xe
AN ko v

ﬂ(EO—p-)+ 1)__1

-—B(w,l‘—;t)

X (e +1)" 80 +e—wk) , (5.14)

where the sum on v is over the 2J —2 gap modes. As in (5.8) we can convert the sum to an integral obtaining

HESH8(0,00) = Cgo~pol€0— (| 7| 2—0?) /@)e PO 1) =1 Aot~ )1, (5.15)
where Cj, is independent of frequency.
A similar analysis for the lower hybrid to gap scattering leads to
~ko v 2 )
HEG8h(0,0) = (277 /00?) 2 mamy S S Vor (Fg)* | uly | (ukﬂl)*u{,,x(eﬁ(w" #

ko v

+1!

(e PO L 1)~ 15(0+ 0} —ep) , (5.16)

which becomes
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HES8H(0,00) = Cgpo™ 2pol o+ ( | 7| 2—0?) /0)(e? 070 L )=1(e 7™ 1)1 (5.17)
where Cp =~ Cp,.

The quasiparticle contribution to the inelastic scattering is given by the sum HES##  HFghe | HFGgh  Gince the frequen-
cies of the gap modes are independent of wave vector the hybrid-to-gap and gap-to-hybrid scattering at fixed w is only
weakly dependent on wave vector. In contrast, the hybrid-to-hybrid scattering is predicted to have a stronger g depen-
dence. Moreover, when g540 inelastic intraband transitions, wy —j 44, involving the hybrid modes will also contribute
to scattering at finite w.

As mentioned, the quasiparticle model is appropriate at low temperatures. At high temperatures, kyT >> | V| 2ool€o),
the thermal fluctuations will destroy the phase coherence between the electronic and ionic contributions to the wave func-
tions of the hybrid modes. Under these conditions a more reasonable approach is to evaluate FF'S in a decoupled-mode

approximation where correlation functions of the form

(o ) Xieru (X2 (0)cirg(0))

are evaluated treating ¢ and X as independent operators. This leads to the expression

~k — — —
HEG0(0,0)=(2m/0) S m33 | Vo |A (™0™ £ 1)1 7% 4 1)~ 18(0 + 69— )
A k,o

e o™ L)1 PR L D) 180+ e —€0)]

which reduces to

Bleg—p)
e o

HES0(0,0) = Coo ™[ pol€g+@ ) +1)" e

+poleg—w)le

where C, is a frequency-independent
~Cgh + Cpp = Cpg + Cpy,-

A comparison of (5.19) with (5.8), (5.15), and (5.17)
shows that when w>>|V| the quasiparticle and
decoupled-mode results become the same. Only when
< | V| do the particular coherence effects associated
with hybridization become significant. Moreover, apart
from the k dependence of the matrix elements implicit in
Co, HFS%4g,w) is independent of wave vector. Finally, we
note that although the expressions obtained for FFS(0,w)
pertain to a system where J'=0 they hold equally well for
the general case provided appropriate Cpy, Cpy, Cpp, and
Cy are used.

parameter

VI. DISCUSSION

The goal of this paper has been to outline a theory for
the high-frequency component of the inelastic neutron
scattering from IV compounds. It must be emphasized
that the theory applies only to the regime w>>A;,Ay
where A; and Aj are measures of the crystal-field split-
tings of the J and J' manifolds, respectively. The theory
focuses on the evaluation of correlation functions of the

type
(Xiur (Do (DX (0)ck 0 (0))

To describe the scattering at low temperatures we intro-
duce a quasiparticle model. The quasiparticle Hamiltoni-
an (3.8) should not be confused with the true Hamiltonian
(2.1). The former is defined so as to have the property
that it leads to the same set of equations for the Green’s
functions ((X,‘A;cl », €egsel ), and ((XM;X;A) as are
obtained from (2.1) with our approximate decoupling

—Bleg+o—p)

“Aem | y-iP oM ),

(5.18)

+1)!
(5.19)

scheme. The distinction between (2.1) and (3.8) is further
illustrated by the fact that the equation for the chemical
potential, (4.15), is not equivalent to the requirement that
there be nN quasiparticle in the system. Rather, the
chemical potential of the quasiparticles is equated to that
of the IV system.

Our low-temperature results are summarized in Egs.
(5.8), (5.15), and (5.17) which display 7FS (0,0) as a sum of
terms associated with the hybrid-to-hybrid, gap-to-hybrid,
and hybrid-to-gap transitions. In all cases the scattering
depends on €,—pu and the density of states of the conduc-
tion band. The hybrid-to-hybrid scattering is character-
ized by a threshold singularity at the hybridization gap
2| V|. In the gap-to-hybrid and hybrid-to-gap scattering
the threshold is determined by the lower and upper limits
of the conduction band, respectively. _

At higher temperatures, k3T >> | V| *po(€o), the effects
of hybridization disappear. The scattering is then predict-
ed to follow the decoupled-mode result, Eq. (5.19), as a
first approximation. Of the various expressions character-
izing the scattering in different regimes only the hybrid-
to-hybrid and intraband-to-hybrid scattering will show a
significant dependence on wave vector.

The theory we have outlined is not intended to apply to
the central peak regime where intramanifold transitions
contribute to the scattering. However, we note that
HFS (g,0) is proportional to w2 so that aside from thresh-
old effects it will tend to peak at low frequencies. This is
evident in (5.19) which reduces to

HES%(0,0) =~ (Co /207 )po(€o)cosh ™[ Bleg—p) /2] ,
(6.1)
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as ®—0. As a consequence at high temperatures FFS will
appear as a tail to the Lorentzian peak characterizing the
quasielastic scattering.

As mentioned, there have been a number of recent
theories of the dynamic susceptibility of IV com-
pounds.!!~!® These can be divided into two categories. In
Refs. 11—15 the analysis is based on the periodic Ander-
son model whereas in Refs. 16—18 the calculations are
carried out with a Hamiltonian similar to (2.1). Although
there are points of correspondence between the hybrid-to-
hybrid scattering and the results obtained with the period-
ic Anderson model (cf. the threshold at the hybridization
gap shown in Fig. 12 of Ref. 15) the Anderson model does
not provide a very satisfactory starting point for realistic
calculations of the properties of IV compounds.!® As em-
phasized by Anderson? the orbital degeneracy of the f
states plays an important role. In our analysis this degen-
eracy is reflected in the appearance of the
(2J+1) (2J'+1)—2 gap modes which do not hybridize
with the conduction electrons.

The work reported in Refs. 16 and 17 is complementary
to our own in that it focuses on the width of the central
peak. The calculation is carried using an approach
equivalent to our decoupled-mode approximation. The re-
sulting expression for the width is proportional to
cosh™%(B(ey—u)/2) and thus vanishes exponentially in
the integer-valence limit. It should be noted that were one
to carry out a similar analysis in the quasiparticle approxi-
mation one would find that the width of the central peak
was zero. This happens because in the approach of Ref.
16 the width of the central peak is approximately equal to

lim 0?" S (0,0)(2TX )", (6.2)

0—>0

where X7 is the static susceptibility. According to (5.8),
(5.15), and (5.17) the limit in (6.2) vanishes for the quasi-
particle model. Thus in this approximation the central
peak is a § function. The difference in the results of the
two calculations emphasizes the point made earlier about
the regions of applicability of the quasiparticle and
decoupled-mode approximations. In an operational sense
we expect the latter to be appropriate at high temperatures
where the homogeneous width of the central peak is weak-
ly temperature dependent, the former in a regime where
the width has decreased to a value which is much less than
its high-temperature limit (e.g., TmSe below 50 K6).

The Foglio calculation'® is based on a model appropri-
ate to CePd; (n =1). The dynamic structure factor is ob-
tained from a Green’s function analysis with a local
decoupling approximation. Because the decoupling is lo-
cal, hybridization effects are not taken into account. Thus
the theory may be more appropriate for characterizing
scattering in dilute IV systems.

Concerning the relevance of this work to experimental
studies we have noted that in addition to measurements of
the width of the central peak there have been a number of
studies reporting structure in the high-frequency scatter-
ing.*~72! In particular, in Refs. 6 and 7 evidence is
presented suggesting a hybridization gap in TmSe. (See
Note added in proof.)

Taken together with Refs. 16 and 17 the theory
developed in this paper leads to a subdivision of the inelas-
tic neutron scattering spectra of IV compounds into two

categories. Type A behavior is characterized by a
Lorentzian central peak with a (nearly) temperature-
independent width. The behavior of the structure factor is
indicated schematically by the following sequence, the ar-
rows denoting increasing values of w,

2TX,;T  2TX,T
S 2T L im 0?9FS%0,0)
o°+T 5] " ©—0

—HFg0(0, ) . (6.3)

Type B behavior is characterized by a relatively narrow
central peak having a temperature-dependent width. In
addition there may be resolved or partially resolved struc-
ture associated with intramanifold transitions. The corre-
sponding sequence takes the forms temperature-dependent,
central peak, and/or intramanifold structure, which, at
high frequency, goes over to

HEGhh(0, ) +HFS#8(0, ) + HFS84(0,00) . (6.4)

Since only the hybrid-to-hybrid (inter- and intraband)
scattering is expected to show significant dispersion it may
be possible to identify the contribution from HFS%*(g,)
by comparing data taken at different wave vectors.

We have commented above on the appearance of the
density of states of the conduction band in the expression
for FS(g,w). Because of this it may be possible to relate
features in the high-frequency scattering to fine structure
in p(€), which might be observed, for example, in photo-
emission experiments.?> The existence of such a connec-
tion would be strong evidence in support of the theory.

Finally, we emphasize that there are still many theoreti-
cal problems relating to the neutron scattering from IV
compounds. In the context of this paper perhaps the most
important is to understand the crossover from type A to
type B behavior with decreasing temperature and why it is
seen in some systems [e.g., TmSe (Ref. 6)] and not in oth-
ers [e.g., CeSn; (Ref. 7)].2

Note added in proof. The inelastic line reported for
TmSe in Ref. 7 has also been found in dilute systems (0.05
at. % Tm). This suggests the transition is a single-ion ef-
fect and thus is not associated with excitation across a hy-
bridization gap [E. Holland-Moritz and M. Prager, J.
Magn. Magn. Mater. 3134, 395 (1983)].
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APPENDIX A

In this appendix we discuss the decoupling approxima-
tion introduced in Sec. III. In Eq. (3.4) we made the re-
placement
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«ck'a’{kabXII'u’A' } ;C’IU »m_’akk'sll'a,uu'( <Xu;4 ) <ka ) )« Cka;cza »w . (A1)

Here we examine the approximation in greater detail focusing on the equation of motion for the higher-order function.
In light of (2.16) we write the Green’s function in the form

G={cpo [XkyArXIZ’u’A’ Jicko Do=N "1 cro (12X —tepp + O X _a)iCho Vo » (A2)

where Xy, and Xy, are defined by equations similar to (2.14).
The function G satisfies the equation

(@ —Gk')G =8kk'6,m'8M'6M'( <Xﬂp ) + (XAA ))

_ k"o
+N712 3 3 Virfr Kk o (SnXe — ko + SupXic —kran)
Kot u A

t i
XXk”/A”A”ck"a" _Xk"y“k"ck"a”ck'a'
X (BAA.'Xk —k'up’ + Smt’Xk _k'A'A)];C’Z‘a »w+ T, (A3)

where the ellipsis signifies terms involving ( Vﬁ::{:: )* which drop out after making the approximations discussed below.

We agprommate the higher order Green’s function on the right-hand side of (A3) by replacing the products ckra:cljnan
and  Cprgreko’ by their thermal averages &y 8y5(1—nyo) and  8pg8y6nyo, respectively, where
Nio _[expB €k ,u +1]~". Since cgrg~ and Xyyp anticommute we obtain an expression of the type,

- il
172 2 k Ni' ' « [(5lk'Xk —k’p,y’+8;m’Xk—k’K’k) ’Xk'l.t”k"];cka »a)
A"

_1/22 R € (San X g + Sy X — kkA)ka'k”Cko Do (A4)

The commutator in (A4) can be evaluated using (2.6). We approximate the second term by repeating (A1). The combined
effect of these operations is to reduce (A3) to

((l)—(:'k')G =8kkr8m,8ur6wr( (X ) + (Xx;‘ ) )

1
N S VEG ko Sl Xiuaricho W o—Buudan € Xiwrai ko V)
B
"8kk’8p.p’alh’8aa’( (pr > + <Xlk ) ) 2 Vﬁg}»" «Xky,”k”;clza »(u . (AS)

wA

The first and third terms on the right-hand side of (A5) are the ones obtained when G is approximated by
( <XILM > + (XAA ) )akk‘syp'skk’aao’ « cko;c;a »w

The second term is the leading correction to this approximation. When (A5) is introduced into (3.4) the correction term
appears in the form

1
- 2 2 N 2 ) g0 — €)™ (81}»'6[1.';4”«Xkyk“;clza >>a,—8,,“,6”'«ka;c£,, Vo) - (A6)
! o'

The term in large parentheses in the above expression is of order ¥'2/W, where W is a measure of the width of the con-
duction band. Moreover, the express1on vanishes identically if one assumes complete rotational symmetry about the ionic
site. In order to see this we expand VM in terms of the matrix elements of the annihilation and creation operators for the
f electrons!’

yk_ 2 Vkm(,u|fma|l) (A7)
m=-3

Thus we can write

2 VEG (VR el —e) = 3 3 Viem Viem V" | Fnor | NI | Flgr | 1) Mgl — 1)1 (A8)

m,m' k'
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If we postulate rotational symmetry then the angular
average over the direction of k' reduces to'’

4m) " [ A Viem Viem ) 0 —€6) " «8pme »  (A9)

which vanishes unless m =m’. In the evaluation of (A6)
one encounters terms of the form

e ~
33 Vi VE *npglo—) !,
2 2

which are proportional to

33 A o | | fma |27 (A10)
W m
and
S 3 VR ) g0 —e) ",
A ko
which are proportional to
(A11)

22 <:u'" |fmo” | }"><}", 'f:lo' ““') ’
A om

where in both cases we have made use of (A9). Because of
the spherical symmetry assumed for the ionic states (A 10)
vanishes after summing over m unless A=A"; likewise
(A11) vanishes unless u”'=p. As a consequence (A6) is
identically zero.

From this analysis we conclude that the decoupling ap-
proximation leading to (3.5) is justified in the sense that
the leading correction is small when V/W << 1 and van-
ishes identically when (A9) is satisfied.?* Finally, we note
that in the (unphysical) situation where both the A and u
manifolds are nondegenerate the decoupling approxima-
tion becomes exact since in this case qu(i)+XAk(i)=l.9
Moreover, our treatment of HFS(0,w) is also exact. How-
ever, there is only hybrid-to-hybrid scattering since there
are no gap modes (cf. Sec. V).

APPENDIX B
In this appendix we outline the calculation of the chem-
ical potential, (X;,) and (X, ). The calculation begins
with Eq. (4.15). The first term on the left-hand side can

be evaluated by expanding the ¢, in terms of the aj using
(4.14a). We have

1 (w0} —p) _
LZ <clzacka)='—_2 | uio ]Z(eﬂmk g +1)71,
N k,o N k,v
(B1)
where as before u denotes the chemical potential.

The (X;,) and (X,,) can be calculated from the
Green’s function (X, (i);X,(i))),. We obtain

1 ©
—_ = d —Blwo—pu) 1 -1
(Xp) ﬂf_m wle +1)

XIM{ X2 (0, X3, () N (B2)
_1r= Blo—m) | 1y—1
(Xm)—-ﬂ_f_wda)(e +1)
XIm«X,‘A(l');XAM(l')»w s (B3)
where
Im{(A4;BNo=0/2)(KA;BNpypic—CA;BNy_ie)
(B4)

in the limit e >0+, taking w to be real. Note that in
(B1)—(B3) we have introduced the chemical potential
through the correlation function. The results are identical
to what we would have found were we to have worked in
the grand canonical formalism with a number operator
whose expectation value is equal to nN [cf. (4.15)].

In the quasiparticle approximation (X (1);X,())),, is
obtained by making use of (2.14), (2.15), and (3.7) and then
expanding ¢y, in terms of the ay. We find

A
CXn DX (DN o= 253 Cenunichin Mo
k

Aux
=—1'\', %2 | U | Hw—w})~!.
v

(B5)

Thus we have

(X)) =X ) + (X ) » (B6)

(X3 ) =X )+ (X D1 =fa) (B7)
where

f,a=%§v(e_ﬂ(“z‘”)+l)“‘Iuﬁ,m|2 , (B8)
having made use of the unitarity property,

3 lubm|?=1. (B9)

v

Equations (4.21) and (4.22) can be solved for (X m‘) and
(X, ) by making use of the identity’

DX D+F Xn=1. (B10)
u A

This is done by identifying arbitrary reference levels & and

A. Then from (B6) and (B7) we have (us4fi,A5<A)

<X,,,,)=<Xxx>fu);(1“f,‘);)—l > (B11)
(X)) =X XA —f)f i (B12)
whereas (X ;) and (Xyy) are related by
(Xﬁﬁ)/(X“)=fﬁx/(l—- ax) - (B13)
Using (B11)—(B13) in (B10) we have
zf”x(l—fﬂx)—wfﬂ(l—fﬁx)—‘g(l—fm)f,;;
w

Equations (4.15), (B8), and (B11)—(B14) thus form a set of
coupled nonlinear equations for the chemical potential, the
(X1 ), and the (X, ). In the limit ¥—0 we obtain

(X)) =[(2T + 1)+ + 1P o™#-1 (B15)

(X )=€B(E°_#)<XM> , (B16)

by

in agreement with earlier calculations.’
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