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The influence of nonrotational atomic motion on the scattering of X-rays by nuclei
with sharp resonances is investigated. Two incoherent scattering channels, nuclear resonant
fluorescence and nuclear resonant absorption followed by conversion electron emission and
atomic fluorescence, are studied in detail. Time dependence and cross sections for these
processes are given. In both cases, the cross section is proportiona to the self-intermediate
scattering function of the resonant isotope. The influence of other X-ray scattering processes
on incoherent nuclear resonant scattering is discussed. We find that incoherent scattering
channels dominate in off-resonance excitations. Self-intermediate scattering functions for
the ideal gas and the harmonic lattice are calculated.

1. Introduction

The scattering and absorption of X-rays by an atom is usualy dominated by
contributions from the electrons. However, if the energy of the incident radiation is
close to a nuclear resonance, the contribution of nuclear resonant scattering (NRS) be-
comes appreciable and may even dominate the electronic part. This became clear with
the experiments of Mossbauer demonstrating recoilless nuclear absorption [1]. The
discovery aso prompted theoretical descriptions of coherent elastic NRS and related
phenomena that arise from simultaneous scattering of al the nuclei or a particular
subgroup of nuclel in a sample [2,3]. It was also suggested that NRS has the poten-
tial to probe phonon spectra [4-6], but the estimated cross-sections were too small to
permit phonon spectroscopy with the existing radioactive sources. Amid the success
of Mossbauer spectroscopy came the proposa by Ruby [7] to employ synchrotron ra
diation sources instead of a radioactive source. After the first experiments by Gerdau
et al. [8], the novel approach was mainly used to explore coherent elastic scattering
channels [9]. These experiments provided limited information about the lattice dynam-
ics. The presence of atomic vibration merely reduces the elastic cross-section by the
Lamb—Mossbauer factor, and the temperature variation of the second-order Doppler
shift of the nuclear levelsis observable. It isnot possible to derive detailed information
about the excitation spectrum of the lattice vibrations.

The knowledge of the dynamics of atomic motion has been very valuable in
condensed matter physics [10]. Various techniques have been applied in this body of
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research, with indastic neutron scattering among the most popular. The application
of NRS as a tool for investigations of lattice vibrations was pioneered by Seto et
a. [11], Sturhahn et al. [12], and Chumakov et al. [13]. The novel method was readily
applied to a variety of samples using different nuclear resonant isotopes [14-16]. This
development became possible with the advent of highly brilliant synchrotron radiation
sources more than 30 years after the idea was presented by theorists. Synchrotron
radiation is observed as a series of very short flashes, and it is a characteristic feature
of several nuclear resonances to respond with measurable time delay to such a flashlike
excitation. This time structure permits the use of timing techniques to discriminate even
extremely weak NRS from electronic scattering, and the basis for novel applications
of NRS in condensed matter physics was established.

In comparison to coherent elastic NRS, the nature of incoherent NRS with syn-
chrotron radiation has been investigated less comprehensively in the past. An early
demonstration experiment by Cohen et a. [17] was followed by studies of incoherent
emission of photons by Bergmann et a. [18] and by Baron et al. [19]. The inter-
play between coherent elastic and incoherent NRS observing conversion eectrons
was investigated by Sturhahn et al. [20]. Here we present a theoretical study of the
time-dependent response of a thermalized ensemble of resonant nucle to flashlike syn-
chrotron radiation. We focus on nuclear resonant fluorescence and atomic fluorescence
following conversion electron emission, which are incoherent scattering channels. This
selection is motivated by the demonstrated potential for phonon spectroscopy.

In section 2, we outline some of the basic features of NRS and the relationship of
nuclear resonances and atomic vibration. The different scattering channels are classified
using quantum mechnical terminology. Section 3 concentrates on time dependence and
strength of nuclear resonant fluorescence and atomic fluorescence following conversion
electron emission for an individual atom. The lattice vibrations enter the description
in terms of a self-intermediate scattering function [21], which is related to van Hove's
self-correlation function [22] by Fourier transformation in space. The interplay between
different X-ray scattering channels involving NRS is addressed in section 4. Even for
macroscopic samples, NRS with energy transfer to atomic vibrations is dominated
by the previousy mentioned incoherent NRS channels. In section 5, we discuss the
salf-intermediate scattering function of the ideal gas and the harmonic lattice.

2. Basic aspects of NRS

NRS can be studied in the framework of quantum electrodynamics (QED) as a
special case of the typical scattering situation [23]. The general Hamiltonian involves
the free electromagnetic radiation, the free electromagnetic currents, and the electro-
magnetic interaction. Here we are mainly concerned with the interaction of X-ray
photons with matter at ambient conditions. Photon field modes with typical X-ray
energies do not strongly participate in the binding of atoms. This can be inferred
from the high quality, i.e., the ratio of resonance energy to resonance width, of atomic
resonances in the X-ray regime. Therefore it is justified to construct the bound atomic
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states without high-energy modes of the photon field. The simplification for the treat-
ment of the scattering process lies in the introduction of “dressed” charges, i.e, the
charges are interacting via low-energy photons. Thisincludes, e.g., the Coulomb inter-
action. The Hamiltonian is constructed accordingly by contributions from the dressed
charges, Hg, the high-energy photon field modes, Hp, and the interaction between
high-energy photon field modes and the dressed charges.

H=Hg+ Hp + Hi. (1)

Scattering problems are conveniently described in the interaction picture. In this rep-
resentation, the time development of operators O and state vectors |W) is given by*

Sou) =i+ [n, 00, S|90) = -iHaO¥®). @
As usual, the interaction Hamiltonian is expressed as
i) = [ 5.0 04, 01) ©

using the current operator g, and the photon field operator flu. In our model, these
operators describe the dressed charges and the high-energy field modes of the free
photon field. In the covariant or Feynman gauge, the field operator /1“ satisfies the
homogeneous wave equation

2 PN ;
Vi o5 ) A =0 4

The simplicity of this equation is an advantage of working in the interaction pic-
ture. However, one has to redlize that only the expectation values of the photon field
operators can have physical meaning, and these expectation values will obey more
complicated equations. In a scattering experiment, the conditions are typicaly chosen
such that the interaction vanishes in the distant past and future, i.e., lim; 4+ ﬁim =0.
The initial and final states |¥; ;) of the scattering process are then eigenstates of the
non-interacting system and therefore time independent. They are related by a unitary
transformation

W) = 5|, §:Texp{—i/ﬁim(t)dt}, (5)

where T' symbolizes time ordering of operators. The modulo squared of the S-matrix
elements |(W;|S|W;)|? provides the probability of the scattering channel |W;) — [Wy).

1 Here and in the following expressions natural units, i.e., i = ¢ = 1, will be used.
2 The four-vector conventions are adopted from [24], e.g., z is the four-vector (¢,x). Contractions of four-
vectors are denoted as either kx = kot —K - X or by repeated greek-letter indices A, B,, = AoBo—A-B.
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For al practica purposes, X-ray photon fields encountered in NRS and other
X-ray scattering are weak, and only one photon is involved. The scattering process is
then sufficiently described by the one-photon propagator [25]

(OIS A, (x)A,(y)[0)
D, (x,y) = — —
)

In this expression, |0) denotes the “vacuum state” of the electromagnetic field, i.e,
high-energy photons are absent. The operator S is given in eq. (5). One can rewrite
eg. (6) in terms of the one-photon propagator of the noninteracting photon field Dgy

and a matrix M,(j;i) that describes the properties of the scatterer [23]:

: (6)

D, (x,y) = wa(x —y)+ /Dgu’ (x — x/)M;(jZ)/ (x', y')DS/U (y' — y) d*z' d%y/. (7)
In the covariant or Feynman gauge, we write

0 . ekt d*k
D, (x) = b 04 (x),  O4(x) = —4m eILTo/ mw 8
The matrix elements M, are
Wi T8, (@)j )| W)

MWWF4< =
g (Wy|S|W;)

9)

where the initiadl and final system states |W; ;) do not contain X-ray photons. The
occurrence of the operator S, which also contains photon field operators, is needed here
to account for effects like the lifetime of excited states. The calculation of these matrix
elements will of course depend on the particular scattering process under consideration.
In the third section, we investigate incoherent scattering channels under the special
conditions of NRS. Equation (7) exhibits a useful analogy to the vector potential of
a classical electromagnetic field. If the one-photon propagator is convoluted with a
transition current J, (a transition matrix element of a current operator), a classical
vector potential is obtained. Imagine a localized transition current at a sufficient
distance from the scatterer. The classical vector potential associated with the photon
emitted by this transition current and incident on the scatterer is then transverse and
described by

Aoe) = - [ 820~ ) 'y (10)

Clearly the transition current acts as the source of the field, which directly follows
from the fact that ¢, is a Green's function of the wave equation. The vector potential
satisfies the inhomogeneous wave equation

2 O
<v - ﬁ>Ao(x) — _J(). (11)



11-2.2 W, Surhahn, V.G. Kohn / Theoretical aspects 371

The same reasoning when applied to the convolution of eg. (7) with the transition
current gives a transverse vector potential for the X-ray field at a sufficient distance
from the scatterer:

Agi(e) = / 5.4 (x — 1) My (5, ) Aoly) 'y oy, (12)

where the scattering matrix M ;; now relates only the transverse components of incident
and scattered vector potentials. Equations (10) and (12) are the classical analogs of
electromagnetic wave fields that contain just one photon. If the transition current in
eg. (10) is locdized in a small volume around x = 0, the energy flux at a sufficiently
distant point of observation x associated with each of these fields is obtained from the
projection of the Poynting vector onto the direction of x:

1 x O0A
—_ — A* ). 13
47 || m(@txvx ) (13
For a quasimonochromatic wave of average energy wop, one approximates 0A /ot =
—iwpA, and for large distances || the approximation x - (A x V x A*) = —iwg|x| |A[?

can be used. From eg. (13) and these approximations, we obtain for the probability
per unit time that the photon may be observed in the solid angle dQ and direction
X/|X|:

&Py,

aQdt
We obtained this expression proceeding on the assumptions that the vector potential
is a quasimonochromatic wave observed at a distance |x| much larger than the typical
wavelength and much larger than the typical spatial extension of the source of the
field. Theindices i, f refer to initial and final states of the scattering system. There
is aso a dependence on the properties of the incident radiation. Averaging over such
properties will become necessary to accommodate practical situations.

The calculation of the scattering matrix from eg. (9) must consider all eectro-
magnetic charges and currents of the scatterer, but we may introduce some reasonable
assumptions to achieve a simplification of the problem. Most of the charges are orga
nized in larger units, nuclei with core electrons, which are well localized. In addition,
we find a small number of itinerant electrons. Accordingly we write the current op-
erator g, as asum of the localized electronic currents 3, the intrinsic currents of the
nuclei, j,,, and a contribution from the itinerant electrons:

3u() = 8,00 + > (39 (up +7,) + 5P (up + 7). (15)
p

wo 2 2
—|X|“|A £ e 14

The operators f,, describe the motion of the center of mass of each atom, and we
assume these motions to be nonrelativistic. The vectors u, assume the meaning of
relative coordinates. The sum runs over al atoms in the scatterer. The initial and
fina states of the scattering process are eigenstates of the noninteracting system, and
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it will be useful to discuss the eigenstates of the scattering system in more detail. The
Hamiltonian of the scatterer may be approximated by the expression

ﬁSZZﬁ](\I;)+ﬁL+ﬁE+‘7, (16)
p

where the Hy give the intrinsic properties of ion cores, H;, contains kinetic and po-
tentia energies of the center of mass of the ion cores, and Hp; describes degrees of
freedom of the itinerant electrons. The contribution 1/ represents interactions between
vibrations of the ion cores and the electrons. Time-dependent hyperfine interactions,
i.e, an interaction term between intrinsic nuclear variables and electrons, were ne-
glected. The system’s eigenstates are then constructed from intrinsic eigenstates of the
ion cores |¢), eigenstates of the vibrating ion cores coupled to the electrons, |x), and
eigenstates of the photon field:

= b I 169). (17)

The probabilities for a scattering channel |W;) — |W;) are obtained from the S-matrix
elements in eg. (5). The solution of the original problem stated in eq. (2) is equivalent
to the expansion of the S-matrix elements in powers of the interaction Hamiltonian.
The lowest order relevant to NRS is quadratic [23]. For the classification of the
dominant scattering channels, we investigate the current—current matrix element

(9udv) 1 = (xs] H (¢ (A’ +Z (39 + 59) )
<s #2604 i) >|x DY (19)

The contributions with only electronic currents are not relevant at this point. The
terms containing nuclear and electronic currents were interpreted as “ screening effects’
and shown to be negligible in most cases [23,26]. Finaly, in the purely nuclear
contribution, “mirror terms’ that contain current operators of two different nuclel can
be neglected [23], and the dominant contribution to NRS remains

TTéxsK qﬁ(”!Ziff’)J(p)\é(” i)

i
(P)]l(/l?) ‘ ¢Z(p)> H < 0 |¢(l)> (19)
l#p

With the help of this matrix element, NRS processes can be classified. Figure 1 contains
the classification scheme to which we will adhere. In coherent scattering processes,
the final states of all ion cores are identical to their initial states. Initial and fina
states of the vibrations and delocalized electrons define whether the process is elastic
or inglastic. In either case, the scattering amplitudes from the individual ion cores
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W) — |¥y)

coherer:/ \Ilcoherent

(vl =16 (3169 216" ]
elastic / \inelastic
Ixf) = Ixi) Ixs) # Ixi)

Figure 1. Classification scheme for NRS processes. The classification is based on initial and final
quantum states of the scatterer. Incoherent scattering implies energy transfer to the photon field unless
degenerate core states exist.

have to be added. The scattering process is caled incoherent if at least one core state
changes. Incoherent scattering therefore implies energy transfer unless degenerate core
states exist, e.g., honsplit nuclear ground states. In this case, the scattered intensities
from the individua ion cores have to be added. The matrix elements follow from
eg. (19):

coherent: 7 (x (6 |759 )

|Xi),

(20)
|Xi)-
In the first ling, the sum over al atoms may lead to a coherent enhancement under
particular scattering conditions. We note that the same classification is applicable to
X-ray scattering by core electrons. Although we explained the classification scheme
using the second-order S-matrix element, the arguments are easily extendible for higher
order terms.

incoherent: (xﬂ((b(f) IR

3.  Incoherent NRS

In the previous section, incoherent NRS processes were defined in basic terms.
There are many possible incoherent scattering channels that can be observed experi-
mentally. The following scenarios were investigated:

(& Nuclear resonant fluorescence.

The incident photon is absorbed and reemitted by the nuclear current. The resonant
contribution of this process is displayed in figure 2(a). The vertices are constructed
with nuclear currents according to eg. (15), i.e., lattice vibrations are included.
The initia and final states of the nucleus must be different to produce incoherent
scattering. This scattering channel was utilized to obtain the phonon density of
states [27,28]. In macroscopic scatterers, multiple scattering channels involving
coherent elastic processes may complicate the situation [19,29].
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Figure 2. Incoherent NRS processes for the study of lattice vibrations. Nuclear resonant fluorescence (a),

nonresonant nuclear fluorescence (a'), conversion electron emission (b), and atomic fluorescence following

nuclear absorption (c) are depicted. The wavy lines symbolize X-ray photons, and the solid lines represent

nuclear states. In panel (c), the right-hand side solid line stands for the electronic state of an atom, and

the emission of the conversion electron is not explicitly shown. The contribution from diagram (a) is

negligible. Only the vertices that connect to incoming and outgoing particles have to be calculated with
the inclusion of atomic vibrations.

(b) Conversion electron emission.

After absorption of the incident photon by the nuclear current, a virtual photon
transfers the excitation energy to the electron shell. An electron is emitted, and
the hole remains bound in the ion core. The situation is illustrated in figure 2(b).
Two of the three vertices are constructed including atomic motion. If the energy of
the incident photon is close to the nuclear resonance, the interplay with coherent
elastic NRS becomes important [20,30]. Investigations of lattice vibrations were
aso performed [31].

(c) Atomic fluorescence following nuclear absorption.
After a conversion electron has been emitted, the remaining ion core will de-excite
rapidly. A large fraction of these de-excitations result in emission of fluorescence
radiation. The scattering diagram is shown in figure 2(c). This scattering channel
was used in various experiments aimed at the study of lattice vibrations [14-16].

All of the processes listed above are suitable for probing lattice vibrations. In
this paper, we focus on processes (a) and (c) motivated by their feasibility in exper-
iments. The caculation of the emitted photon fields from a single atom permits the
derivation of time- and angle-dependent intensities. Effects due to multiple scattering
in a macroscopic scatterer containing many atoms will be discussed later.

3.1. Nuclear resonant fluorescence

The evauation of the scattering matrix defined by eg. (9) has been discussed
extensively in the past. The perturbation expansion of the operator S defined by eg. (5)
in combination with time ordering produces a multitude of individual terms. From a
physica standpoint this is plausible because the eigenstates of the charge distribution
are not simply given by the eigenstates of the noninteracting system. They rather
develop dowly from the distant past when the interaction is “switched on” according
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to eg. (2). One starts with the general expression given by eg. (9) and assumes that
the spectrum of the incident field in eg. (12) is close to a narrow nuclear resonance.
Those terms of the scattering matrix that contribute to the scattered field are then
well described by the “ladder approximation”. A derivation of the scattered vector
potential for this case has been given earlier by Hannon and Trammell [23]. The
scattering matrix takes the form

Myi(a,a’) = =i lim (xsl(é7]G(fo = DI (G (£ = )i (X) G (' — to) [é0) i), (21)

where the operator G’ only propagates into the future, i.e., G'(t — /) = 0 for ¢t < ¢'.
The construction of G’ involves virtua photon exchange between currents within
the atom, and the period of time that elapses between emission and absorption of
a virtual photon is determined by the size of the atom. Therefore, one can ne-
glect atomic vibrations duri ring virtual photon exchange. It is then possible to write
G’(t) =U, L(t)G(t) = (t)UL(t) where the time development operator C of the lattice,
UL(t) = exp(— |(HL +Hg+ V)t) is obtained from egs. (2) and (16). G is discussed
in detail in appendix A and does not operate on the lattice states |y). Nuclear intrin-
sic properties and the effect of atomic vibrations are now conveniently separated by
introducing the space Fourier transform3 J(k) of the transverse current operator j(X)
in the center of mass system, i.e., J does not operate on the lattice states. We use the
operator f to describe the mation of the center of mass of the atom and write

o ik gkxapn K
J(x)_/e e J(k)(27r)3'

This expression is now inserted into eg. (21) and matrix elements of nuclear states and
lattice states factorize. We denote MS?Z’“S) as the scattering matrix in the center of mass
system and write

Myi(a') = [ I8y = FO)S (Y (1) )
X Mﬁfzms) (x =y, ;X =y, ) dPyddy. (23)

For f = O, one recovers the scattering matrix in the center of mass system, which we
calculate in appendix A. The result is given by eg. (A.12), which we repeat in a more
simple form:

(22)

MO (2, 2') = —i@(t — 1')e “hile(on+T/2-1)
x (6511000 (¢ = )i () Tl (¢ = ') ) (24)

The energy transfer to the nucleus is w’;; and © is the step function. wy and I' are the
transition energy and line width associated with a group of degenerate excited states.

¥ We define the Fourier transform of a function in space f(x) by f(k) = [ f(x) exp(—ik - X) d®z. The
inverse relationship is then f(x) = [ f(k) exp(ik - x) d*k/(2m)°.
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The time development operator Ups(t) = exp(—iHnt) exists due to static hyperfine
interactions given by the Hamiltonian ﬁhf. In this short form, we also assume that the
nuclear current operators only facilitate transitions between any one of the (almost)
degenerate ground states and excited states. A form of the scattering matrix that is
useful for further calculations is now obtained by using space Fourier transforms of
lattice and nuclear contributions:

M¢; (x, x') = —i@(t — t')eiwfite_(i“N+(r/2))(t_t/)

i r oy Bk K
) oy gl ) 1y A(Kex+k’-x")
X/»sz(k,k,t )Ny (k, k't —t')e N (25)

Now wy; isthe total energy difference, i.e., including lattice and nucleus, between final
and initial states. The influence of vibrations is entirely contained in

Lpi(k,K' 1) = (x;|e UL )™ U 1) xi)- (26)

The spectrum of £ consists of al possible vibrational lattice excitations and has a
typical energy spread of less than 1 €V. The matrix elements of the nuclear currents
are

Nyi (kK1) = (6] IK)One (1) (K') T (1) 52).- 27)

Using this expression, we must remember that only sublevels associated with a par-
ticular nuclear transition can be considered. The spectrum of N is determined by the
nuclear level splitting caused by hyperfine interactions. Without hyperfine interactions,
N is independent of time.

If the vector potential of the incident radiation, Ay, is given, the scattered vector
potential follows from egs. (12) and (25). Therefore, we need reasonable assumptions
about the vector potential of the incident radiation. A case of particular interest occurs
for monochromatized synchrotron radiation (SR). The X-rays emitted by the present
SR sources can be understood as an incoherent superposition of one-photon fields.
This does not change by monochromatization, and the individual one-photon fields
henceforth will be called “SR components’. It is then safe to apply our formalism to
each SR component and perform an incoherent average over their individual properties,
i.e,, when calculating intensities. For each SR component, the coherence length for
al directions in space is much larger than the size of the nucleus. Thisis caused by a
large distance between nucleus and SR source, as well as by the monochromatization
process. The incident field may then be represented by a plane quasimonochromatic
wave with wave vector ko, average energy wo = |Ko|, and a time-dependent amplitude,
i.e., Ao(x) = pa(t) exp(iko - X — iwgt). The unit vector p gives the time-independent
polarization of the SR component. The function a(t) describes the pulse structure of
the SR component, as well as its energy spectrum including the modification by a
monochromator. We assume that a(t) = O outside the time interval [to,to + 61], i.e,
the SR component arrives at time ¢g a the nucleus and has a duration 6¢. The duration
shall be much smaller than the nuclear lifetime and the inverse of the typical nuclear
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leved splitting. The set {ko, p, a(t)} presents a unique description of the SR component.
If eq. (14) is used, one obtains the expression wo|a|?/(4r) for the probability per unit
time and area to observe the photon from a particular SR component at the location of
the nucleus. The scattered vector potentia is calculated from eg. (12) by integrating
the poles of 6, and using the Fourier-transformed scattering matrix. At sufficiently
large distances from the nucleus a x = O one obtains

eilwo—wpit

Agi(z) = —i / e (/2 dlowmt f (kg ko, t)

IX| 0

x Ny; (—ks, ko, t')pa(t; — ') dt’, (28)

where the retarded time ¢, = ¢t — |x| and the wave vector ks = (wo — wy;) X/|X| were
introduced. Clearly eq. (28) describes a spherical wave with time-dependent amplitude
emanating from the nucleus. Taking into account the time properties of a(t) given by
the pulse structure of the SR component, one sees that, in fact, the integration in
eg. (28) is carried out from ¢ = t; — tg to t' = ¢, — to + 6t. In this interval we may
neglect the time dependence of the function N(t) exp(—It/2) and write

. e_i(WO—wfi)tr
A (@) = =10t — to) e T PTIN (ks ko tr — ta)p
X /ﬁfi(ks,ko,t')ei(“’o“’N)t/a(tr —t') dt. (29)

The scattered vector potential following from this expression is inserted into eg. (14) to
provide the probability per time and solid angle to observe the scattered photon. Also
the quantum state of the scatterer changes from |x;)|¢;) to |xs)|¢s). As pointed out
earlier, initial and final states of the nucleus must differ, i.e., |¢f) # |¢;). In scattering
experiments, the initial and final states of the scatterer are usualy not known. We
accommodate this situation by an average over initial states and a restricted sum over

fina states:
d2p dzpfz‘ wo, 2 2
aQd < - det> = X <zf:‘Af” > (30)

The angular brackets symbolize averaging over initia states. After inserting the scat-
tered potential from eg. (29), a clearly arranged expression is obtained:

P x of e
wo ~ 5 20w

For clarity (¢t — to) was replaced with ¢; o and « are the nuclear resonant cross-section
and the interna conversion coefficient, respectively. The function a is the time Fourier
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transform* of the pulse structure of the SR component. The time-dependent angular
correlation function is defined by

4(1+a)<

Nks ko 1) = =

S INji(ks, ko,t)p|2>. 32
f#i

The factor is chosen to normalize N with respect to integration over al directions of
the emitted photon if the restriction f # ¢ is abandoned. This is permissible for the
special case of a single nucleus. Nuclear resonant fluorescence from an ensemble of
nuclel aways gives [ N dQ < 1. The calculation is presented in appendix B. Listhe
Fourier image of the vibrational self-intermediate scattering function of the nucleus,
which is given by

L(ko,t) = < Zﬁfi*(—ks, Ko, t + t,)ﬁfi(—ks, Ko, t/)>
f

_ <eik0-f(t)e—iko~f(0)>. (33)

In this case, the sum over fina states |x ) is unrestricted, and closure in combination
with the unitarity of the operator exp(iks - ) permits significant smplification. We
note that the vibrational sdf-intermediate scattering function is independent of the
wave vector kg of the scattered photon and thus independent of the momentum transfer
ks —Ko to the scatterer. The self-intermediate scattering function is normalized to unity
at=0,ie, Lk,0) = 1and therefore [ L(k,w)dw = 27. Equation (31) describes
the scattering of an individual SR component. The full description is obtained after
averaging this equation over all SR components, i.e., over al relevant sets{ko, p, a(t)}.
For a SR pulse, the fluctuation in the arrival times ¢y and polarizations p can be
neglected. Thus, only the integra in eg. (31) has to be averaged, and we obtain the
result
2

d‘zjt - %ﬁ—rae(t)re”N(kS, Ko, £) / IKow — wN)I(w)g—:, (34)
where I(w) gives the average probability per unit energy and area to find a photon
with energy w incident on the nucleus. We write explicitly

I(w) = i(w + wo)| . (35)

wo
2(27r)2‘
The shape of I(w) can be identified with the resolution function of the monochromator.
Equation (34) quantifies the relationship between nuclear resonant fluorescence
and the spectrum of atomic vibrations. It describes an exponential decay with the life-
time of the excited nuclear state 7 = 1/I" that is modulated by oscillations originating
in the hyperfine splitting of the nuclear states. The integral in eq. (34) essentialy

4We define the Fourier transform of a function in time f(¢) by f(w) = f f(@®) exp(iwt)dt. The inverse
relationship is then f(t) = [ f(w) exp(—iwt) dw/(2r).
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convolutes the monochromator resolution function with the spectrum of vibrational
excitations. It directly follows from eq. (34) that L and thus the vibrational self-
intermediate scattering function can in principle be determined from nuclear resonant
fluorescence independent of time of observation and direction of emission of the fluo-
rescence photon. We are therefore provided with a recipe for experiments. The energy
of sufficiently monochromatized pulsed synchrotron radiation is tuned with respect
to the nuclear transition energy. The intensity of the incoherently scattered radiation
from a sample that occurs with time delay is measured. To accommodate this situation,
eg. (34) is integrated over a certain time interva [t1,t,] and severa directions of the
emitted radiation. We aso introduce the centered and normalized resolution function
of the monochromator R(w) = I(w — w)/Io with center energy w = [wl(w)dw/Io
and normalization constant Jo = | I(w)dw. This resultsin

m ol

Pop(Aw, t1,t2) = Ip—=
exp(Dw, 1, 12) %51t a

W (Ko, t1, t2) / E(ko,w+Aw)R(w)g—°;, (36)

where Aw = @ — wy is the energy transfer to the lattice and I is the probability per
unit area for photons to be incident on the nucleus. The weight W depends on the
particular integration intervals and the direction of the incident photon. We can derive
W from egs. (32) and (34):

t2
Wi(ko, t1, t2) =T / dt [ dQe T'N(kg, ko, ). (37)
t Qg

The caculations in appendix B show that we always have W < 1 unless the integra-
tions are complete and the redtriction f # ¢ is abandoned, i.e., we consider a single
nucleus. In the latter case, one obtains W = 1, giving the maximum number of pho-
tons that can be emitted by an individual nucleus via the scattering channel discussed
in this section.

3.2. Atomic fluorescence following nuclear absorption

The mechanism for the calculation of the intensity of atomic fluorescence ra-
diation is virtualy identical to that in the previous section. The scattering matrix
according to the diagram in figure 2(c) is calculated in appendix C. It appears in
completely analogous form to eg. (25) with the matrix N replaced by

N’ (K, K, 1) = (67180 BOW ()3 (K) T ()] 64). (38)

where §(k) is the spatial Fourier transform of the transverse electronic current §(x, t)
a t = 0. Whereas in eg. (25) a transverse nuclear current is the source of the
emitted photon, now the transverse electronic current §(k)§ serves as the source
for the fluorescence photon. Although the formal similarity of egs. (38) and (25) is
obvious, we have to remember that the properties of the emitted fluorescence photon
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will depend on nuclear as well as electronic properties, i.e., the states |¢) characterize
the whole ion core. The operator B is calculated in appendix C and is given by

B / o(t') e BN Ty ()3, T (1) 7. (Y)
o coswnly —y'|
ly =yl

The time development operator U (t) = exp(—iH nt) is given by the Hamiltonian Hy
that according to eqg. (16) describes the ion core. The term depending on the spatial
distance of the two vertices at y and y' represents a standing spherical wave with
wavelength 27 /wy. It arises from the exchange of virtual photons (horizontal wavy
line in figure 2(c)) with energy wy. The level shift operator A produces the energy
width of the excited electronic state (atom with a core hole), which is symbolized in
figure 2(c) by the right double line. The calculation of the scattered photon field, now
representing fluorescence radiation, proceeds analogously to the previous section. The
number of emitted fluorescence photons per time and solid angle is
2

d‘;];t = g‘f’fg e "N (K, Ko ) / L(ko,w — wN)I(w)g—:, (40)
where the time-dependent angular correation is now derived from eqg. (38) and calcu-
lated as

d3y d®y/ dt’. (39

41+ )k
N'(ks, ko, t) = ﬁ< > \N'i(—ks,ko,t)p\2>- (41)
f

Contrary to our calculation of nuclear resonant fluorescence, we no longer have to
maintain the restriction [¢¢) # |¢;) in the sum over final states, because, in fact, the
scattering matrix elements vanish for |¢;) = |¢;). The factor is chosen to maintain
the normalization [ N'dQ = 1. n < 1 is known as the fluorescence yield. As before,
we integrate eq. (40) over a certain time interval and severa directions of the emitted
radiation, resulting in

manol

Pow(Aw, t1,t2) = Ip—
exp(Dw, 1, 12) %51+ a

W' (Ko, t1, t2) / z(ko,w—i—Aw)R(w)g—w. (42)
T
The weight W' is expressed in analogy to eg. (37) as
t2
W' (Ko, t1,t2) =T / dt [ dQe "N'(kg, ko, ). (43)
t1 Qg

If the integration over directions of the emitted radiation is complete, the normalization
condition for N’ leads to W’ = (exp(—Tt1) — exp(—Tt,)) < 1, which is independent
of ko. If the time integration is aso complete, one obtains W’ = 1, giving the
maximum number of photons that can be emitted by an individual nucleus via atomic
fluorescence, the scattering channedl discussed in this section.
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The final results that were obtained for the two discussed channels of incoherent
nuclear resonant scattering are very similar. Both egs. (36) and (42) show the same
dependence on the spectrum of atomic vibrations. The two incoherent scattering chan-
nels are equivalent in this respect. In experimenta applications, the second method is
often preferred, mostly for practical reasons [14].

4. Macroscopic samples

In the previous section, incoherent scattering contributions from individua nu-
clei within an ensemble were calculated. Measurements usually require a large num-
ber of atoms. A coarse estimate for the number of nuclel required to produce a
reasonable NRS signa is, eg., obtained from the completely integrated version of
eg. (42) assuming broad-band incident radiation. The number of scattered photons
from n nuclel is then P = nmonl Io/(2(1 + «)). Today’s X-ray sources provide
Iy ~ 102 Hz/(eV mm?) onto the sample. With the parameters of the 14.4 keV tran-
sition of >'Fe, we find P ~ 5n - 10713 Hz, which implies values n > 10'°. The
need for macroscopic samples requires a study of other X-ray scattering channels in
condensed matter and, in particular, any interplay with coherent NRS. Following the
classification scheme of figure 1, one can identify six important X-ray scattering chan-
nels, coherent elastic nuclear resonant scattering (CENRS), coherent inelastic nuclear
resonant scattering (CINRS), incoherent nuclear resonant scattering (INRS), coherent
eastic electronic scattering (CEES), coherent inelastic electronic scattering (CIES),
and incoherent electronic scattering (IES).°

In figure 3, several relevant situations are displayed. Each hexagon in the figure
symbolizes a compact tree level schematic in the following sense. One chooses a
cornerpoint as the origin of the tree level diagram. The remaining five cornerpoints
correspond to five branches leading to the next level. The selection of the branch is
indicated by an arrow, thereby defining a new cornerpoint, and the whole procedure
is repeated. Panel (a) shows dominant channels if the incident radiation can excite the
nuclear resonance directly. The interplay of coherent and incoherent channels has been
investigated by Baron et al. [19] and Sturhahn et a. [20]. In investigations of lattice
vibrations, a reduction of the incoherently scattered intensity in the “elastic peak” was
reported by Sturhahn et a. [12]. If the incident radiation is tuned off resonance, INRS
remains as the dominant scattering channel. Less important terms are symbolized by
panel (b). Calculations indicate that CINRS contributions should always be small [32].
This result follows from a combination of two effects. First, in athermalized ensemble
the lifetime of the vibrational states is short compared to the nuclear lifetime. This
argument was used earlier by Chumakov et d. [13] to explain the smallness of CINRS.
However, this is not sufficient, as the following argument shows [33]. The relevant

® Scattering channels related to the electronic—nuclear interference terms were neglected.
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CEES CENRS

-

IES INRS

Figure 3. Schematic of X-ray scattering processes in macroscopic samples. As shown in the lower right,
the cornerpoints of each hexagon symbolize X-ray scattering channels, coherent elastic nuclear resonant
scattering (CENRS), coherent inelastic nuclear resonant scattering (CINRS), incoherent nuclear resonant
scattering (INRS), coherent elastic electronic scattering (CEES), coherent inelastic electronic scattering
(CIES), and incoherent electronic scattering (IES.) Arrows between cornerpoints stand for a combination
of scattering channels, e.g., in panel (a) the upper left hexagon depicts coherent elastic nuclear resonant
scattering followed by electronic absorption or Compton scattering. The hexagon can be understood as a
compectification of a tree level schematic, where branches are now arrows between cornerpoints. Each
panel shows a class of scattering processes involving NRS: direct excitation of the nuclear resonance in
panel (a), less important terms in off-resonance excitation of the nuclear resonance in panel (b), leading
contamination of INRS by inelastic scattering from electrons in panel (c); examples of negligible higher
order terms are shown in panel (d).

matrix elements for CINRS are proportional to

<Z£§2} (k,k’,t)cgi>(k,k',t’)>, (44)
!

where 7, 7/ indicate nuclel of the ensemble and £ is taken from eg. (26). A closer look

shows that the lifetime argument does not apply to al terms in the sum and, with the

assumption that the ensemble is excited off resonance, the following terms remain:

> " wi (e T ) €4 [x ) O le ™ ) e [€9 T P ). (45)
fi
This contribution to CINRS originates from the creation of a phonon during absorption
of the incident photon whereas during re-emission the lattice state remains unchanged.
The term is not negligible but of the order L times the Lamb-Mdssbauer factor. The
second effect that eventually causes CINRS to be small originates in the energy of
the emitted photon. Because the lattice state does not change during re-emission, the
energy of the scattered photon exactly matches the nuclear transition energy. This leads
to strong absorption of the narrow-bandwidth scattered radiation by CENRS, and only
a small fraction of the ensemble may actualy contribute to a measurable intensity.
Chumakov et a. [29] observed that nuclear resonant fluorescence followed by
CENRS leads to radiation trapping inside the sample, and the decay time of the emitted
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radiation is enlarged. The resulting additional factor in eqg. (36) is independent of
the energy transfer to the lattice vibrations. The terms that are shown in panel (c)
involve CIES, which can complicate the dependence on lattice properties. One can
show, however, that these contributions do not exceed 103 of the dominant INRS
channel [34]. Finaly, afew of the many possibilities of higher order multiple scattering
terms are indicated in panel (d). Their magnitude is negligible.

The smallness of the contributions in figure 3(c) precludes any effects from vibra-
tions of nonresonant nuclei on the time dependence or yield of INRS. Because CINRS
is weak, we conclude that the salf-intermediate scattering function of the nuclear mo-
tion, defined by eg. (33), describes the relationship between NRS and lattice vibrations
in macroscopic samples. It is a unique feature of INRS to provide loca vibrational
properties.

5. Lattice dynamics and NRS

Incoherent NRS is connected with the local lattice dynamics via the sdlf-
intermediate scattering function defined in eg. (33). The dynamics of the displacement
operator is determined by the Hamiltonian H= fIL + fIE + V, where the Hamilto-
nians on the right are those from eg. (16). For a lattice in thermal equilibrium, the
saf-intermediate scattering function takes the form

Trace( efﬁﬁék-fj(t)efik-fj(o)}
Trace{ e*ﬁﬁ}

where ( is the inverse temperature, and the local character of the self-intermediate
scattering function is expressed by the index j. The trace is taken with respect to a
complete set of quantum numbers describing the eigenstates of the Hamiltonian H.
Using cyclic permutations of the trace operation and parity conservation by the Hamil-
tonian, which is constructed from electromagnetic interactions, an important symmetry
property of L(k,t) and its Fourier transform is derived:

Lk, 1) = (46)

L(k,t) = L(k,—t —iB),  L(k,w)=e"L(k,—w). (47)

The spectrum of the sdlf-intermediate scattering function L exhibits a detailed bal-
ance. The time derivatives of L are related to the moments of L by virtue of the
Fourier transformation. The lowest order moments can be calculated under quite gen-
era circumstances and form Lipkin’s sum rules [35,36]. Obviously the moments con-
vey information about the short-term dynamics of the vibrations. Assume one knows a
complete set of eigenstates given by {|x,)} with energies ¢,,. Equation (46) can then
be expressed as a superposition of ssimple exponentials:

Lk, ) = Y pi (xule™™ i) [Peonet, (48)

ni
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where p; = exp(—pe;)/Z with Z = ). exp(—fe;) is the normalized Boltzmann
factor. Exact “a priori” eigenstates and excitation energies of many-body systems
are not known, and one has to adopt models that can be solved. In many cases,
it will be possible to split the Hamiltonian into several, commuting contributions,
ie, H= Y H;ad[H;Hy] =0. Any of the terms that commutes with f does
not contribute to the dynamics of the atomic position and need not be considered
in the calculation of the sdf-intermediate scattering function. In our derivation, we
considered vibrations but excluded rotational excitations. Two examples that can be
treated under these circumstances are the idea gas and the harmonic lattice. Both
cases will be discussed in more detail below.

5.1. Theideal gas

The ideal gas is an ensemble of noninteracting atoms. This case was discussed
earlier; Van Hove [22] calculated the sdlf-correlation function, Singwi and Sjolander [5]
studied the self-intermediate scattering function. The nonrelativistic Hamiltonian of an
ideal monoatomic gas, i.e., without rotational degrees of freedom, is the sum of the
kinetic energies of the individual atoms:

H=Y L. (49)

It is clear that the self-intermediate scattering function can be calculated with one term

in the sum only, and we omit the index j. Using a = —3/(2m) and b = —it/(2m),

we obtain

Trace( e(afb)ﬁzeik-f(O)ebf)Zefik-f(O)}
Trace{ e*P?}

The usual commutation rules for momentum and position operators permit us to cal-

culate the commutator of the exponentias in the previous expression, e.g.,

Lk, t) =

(50)

PP iki _ gikf Hp—K)? (51)

After some manipulation we obtain the result
L(k, 1) = exp(—int . %tz), (52)

where wr = k2/(2m) is the recoil energy. The Fourier transform is also easily calcu-

lated:
L(k,w) = /Z—i exp(%R(w ~ wR)2> . (53)

As expected, we obtain a Gaussian centered around the recoil energy with a width
proportiona to the square root of temperature and recoil energy.
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5.2. The harmonic lattice

The dynamic behavior of atoms bound in a solid is, for small vibrationa ampli-
tudes, well described by the harmonic lattice model. Background and physical rele-
vance of thismodel are discussed in several textbooks, e.g., Ashcroft and Mermin [37].
Recently Kohn et a. [38] analyzed nuclear resonant absorption in anisotropic single
crystals using the harmonic lattice model. The harmonic lattice is aso frequently used
to model materials with randomly arranged atoms [39,40]. Here we do not require
translational symmetries of the lattice, and our treatment is suitable for crystals as well
as disordered or amorphous materials. The Hamiltonian for the harmonic lattice is

~ [ A
j J 3’

where p; are the momenta of the atoms, m; are the masses of the atoms, 0; are the
displacements of the atoms with respect to their average positions. The force constant
matrix D;;: is real, symmetric, and independent of time. If no forces act on the center
of mass of the solid, we have 3, D;;» = 0, which means D, is singular, i.e., at least
one eigenvalue is zero. This poses a dight problem because it leads to the occurrence
of zero-energy excitations. This can be avoided by reformulating the Hamiltonian in
the center of mass system of the solid. We defineP =}, p; and R =}, m; 0;/M
with M =" m; > m; as the dynamic variables of the center of mass and remove
a pair of atomic variables from the sums in eg. (54). One aso introduces particle
creation and annihilation operators a,, &IT (see, eg., [41]). In cases with trandational
symmetries of the lattice, e.g., single crystals, these particles are delocalized and they
are called phonons. From the calculations in appendix D we carry over

~ 1
H=—+) yu (a}al + E)' (55)
!

The sum runs over al trandational degrees of freedom and w; > O are the particle
energies.® The sdlf-intermediate scattering function is now calculated as a product of
the contributions of each particle mode and a factor for the center of mass motion:

Lj(k,t) = Loms(k, ) [ | Lin(k. 1) (56)
1

Thefirst factor isformally identical to eq. (52), but the recail energy has to be calculated
with the total mass of the solid.” The factors from the particle modes are calculated

6To avoid confusion we will use indices I, I’ to enumerate degrees of freedom or particle modes and
indices j, j' to enumerate atoms of the ensemble.

" The condition for “recoilless’ NRS or Masshauer absorption wg < I leads to a minimum allowed mass
for the solid. For the 14.4 keV transition of the Mossbauer isotope °’Fe, one obtains M > 2.4 - 10’
atomic mass units.
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in appendix D. They are given by

. : ik - X%

le(k,t) = exp{—]ajl\z(l — e"wlt + nl|1 — e_lwlt‘z)}, Qi = Tjjuljl’ (57)
where the occupation numbers in thermal equilibrium are n; = 1/(exp(6w;) — 1). For
large ensembles or sufficiently low temperatures, the number of excited particles per
atom is a very small number, i.e., |a;;|?n; < 1. After combining the contributions of
the individual particle modes, we obtain for the self-intermediate scattering function
of the harmonic lattice

Lj(k,t) = Lems(k, t)
<o~ [ n)1-e ) a1 ¢)) do ) (58

where wg = kz/(ij) is the recoil energy of the free atom and n,, = 1/(exp(6w) — 1).
The function g; has the character of alocal particle density of states (DOS) that also
depends on the direction s of the photon incident on the resonant isotope. It is defined
by the symmetric quadratic form

gj(sw) = s( > X X[ 6(w - wl))s (59)
1

This expression generalizes the results of Kohn et a. [38], which were obtained for
anisotropic single crystals, to an arbitrary system with harmonic interactions. Using
the unitarity of the eigenvector matrices, one can easily show that [ g;(s,w)dw = 1.
In eg. (59), the expression in parentheses is a second rank tensor in ordinary space,
which can aways be decomposed into a trace, an antisymmetric part, and a traceless
symmetric part [42]. Under rotations in space, the trace is invariant. The antisym-
metric part does not contribute to the quadratic form, and the traceless symmetric part
transforms like a second rank irreducible tensor. It is then quite useful to write

gj(sw) = %Dj(w) +Aj(sw), Djw) = Trace{z X1 X ;6(w — wl)}, (60)
l

where D; isthe local DOS and the anisotropic vibrational behavior is contained in A;.
By definition, [ D;(w)dw =3 and [ Aj(s,w)dw = 0, aswell as [ A;(s,w)d?s = 0.
The rotational symmetries of the system determine the general form of the anisotropic
part. For crystaline systems, the traceless symmetric tensor used to construct the
quaedratic form A; is isomorphic to the traceless part of the metric tensor [43]. Let the
angles 6, ¢ give the direction of the incident radiation in the main axes system of the
metric tensor. Then we may write

Aj(sw) = AP@)Yao(0, ) + AL (@)R{Y2e(0, 9)}, (62)
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Table 1
Vibrational anisotropies in Bravais lattices. The polar and azimuthal anisotropies are defined
in eg. (61). Even if the crystal symmetry does not require anisotropies to vanish, they can
till be zero for other reasons.

Bravais lattice Polar anisotropy A% (w)  Azimuthal anisotropy A\ (w)

aP (triclinic) #0 #0
mP, mC (monoclinic)
oP, oC, ol, oF (orthorhombic)

tP, tl (tetragonal) #0 0
hR (trigonal)

hP (hexagonal)

cP, cl, cF (cubic) 0 0

where the polar and azimuthal anisotropy is determined by Agp) and Ag-“), respec-
tively. Y| v are spherical harmonic functions. In table 1, constraints on the vibrational
anisotropies are listed for the Bravais lattices. In general, the loca DOS and the
anisotropy functions can be determined from data at three properly chosen angle pairs
(8, ). Systems with one (n > 3)-fold rotation axis show axia symmetry, e.g., crystals
with hexagona unit cell, thin films, and multilayers. Two different angles 6 are then
sufficient to determine local DOS and the anisotropy function. If several (n > 3)-fold
rotation axes exist, A, vanishes.

We return now to eg. (58) and cast our result into a more familiar form. The nth
term of the series expansion of the exponential represents the n-particle contribution
to the sdf-intermediate scattering function. We abtain

L) = Lanett) Fii0 Y S0 (62
n=0 )

where F;(k) = exp(— f;(k, 0)) denotes the local and anisotropic Lamb—-Modssbauer fac-
tor. The generating function for the n-particle contributions and its Fourier transform
are given by

fik,t)= / %gj(s, w)((l + ny)e w4 nwem) dw,

63

wrg;(Swl) ©)
w(l — exp(—pw))

In the spectrum of L;, the n-particle contribution emerges as the n-fold convolution
of the single-particle term fj with itsdf. These expressions are formally identical
with results of Singwi and Sjélander [5] for isotropic crystals and Kohn et al. [3§]
for anisotropic crystals. The function g;(s,w) is well defined by egs. (59) and (60)
for the discussed model of a thermalized ensemble of harmonically coupled atoms.

fik,w)=2r
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If we assume trandational symmetry of the lattice one can show with the results of
appendix D that eq. (59) takes the form

gp(sw) = Ni Z |S ez(jK)| 6(w w(K)) (64)
0 mK
In this expression the index p enumerates atoms in the symmetry unit, the index m
enumerates phonon modes, and the index K is identified with the “guasimomentum”
of the phonon. A phonon of mode m and quasimomentum K has energy w%) and
polarization vector elX) at atom p in the symmetry unit.

6. Conclusion

In this paper, we studied incoherent NRS in the more general context of X-ray
scattering processes in matter. A modern approach of using perturbative solutions of
QED leads to a classification of X-ray scattering problems. In the weak field regime,
one can clearly distinguish incoherent, coherent elastic, and coherent inelastic scattering
processes. The connection between atomic vibrations and X-ray scattering emerges on
abasic level. A study of incoherent scattering channels involving NRS on single atoms
provided time- and angle-dependent scattering intensities. Also the influence of atomic
vibrations materialized in the form of a sdf-intermediate scattering function, which is
well known to comprise single-atom properties in many-atom systems. The study of
molecules in gases or liquids and other systems with rotational degrees of freedom
requires a more sophisticated approach that would go beyond the scope of this paper.
One would replace, e.g., ju(m) — RW(t)jy(x) where the rotation matrix RW depends
on the dynamical variables of the atomic motion. The lattice function £ defined in
eg. (26), as well as the self-intermediate scattering function L defined by eq. (33), will
assume atensor character, i.e., LN, — L,,00Nsy ineq. (25) and LN — L, Ny,
in egs. (31), (40). The factorization of lattice and nuclear properties becomes diffi-
cult and the interpretation more complicated. The treatment of macroscopic samples
containing large numbers of atoms requires consideration of al important X-ray scat-
tering channels, which may cause a serious complication. However, incoherent NRS
dominates the resonant scattering channels even for large samples, unless incident
X-rays directly excite the nuclear resonance. This finding is so far supported by ex-
periments [11,12,14]. At present it seems quite clear that incoherent NRS provides
direct and local access to the sdlf-intermediate scattering function. The extreme selec-
tivity to the nuclear resonant isotope is unique and unheard of in other X-ray scattering
techniques or in neutron scattering methods. Two examples, the ideal gas and the har-
monic lattice, were selected to demonstrate methods of calculating the self-intermediate
scattering function. The results from the harmonic lattice model extend previous treat-
ments of single crystals to disordered and amorphous systems. In isotropic systems,
the sdlf-intermediate scattering function is completely constructed from the local vi-
brational DOS. Anisotropic systems require two additional energy-dependent functions



111-2.2 W, Surhahn, V.G. Kohn / Theoretical aspects 389

for a complete description. The relationship between sdlf-intermediate scattering func-
tion and vibrational DOS plus anisotropy terms is invertible, and the harmonic lattice
provides an attractive model for data evaluation.
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Appendix A

The evauation of the scattering matrix defined by eg. (9) has been discussed
extensively in the past. The perturbation expansion of the operator S defined by eg. (5)
in combination with time ordering produces a multitude of individua terms. From a
physical standpoint this is plausible because the eigenstates of the charge distribution
are not simply given by the eigenstates of the non-interacting system. They rather
develop dowly from the distant past when the interaction is “switched on” according
to eq. (2). An excellent description of nuclear resonant scattering is obtained in the
“ladder approximation”. In the center of mass system of the atom, the scattering matrix
takes the form

M¢; (x, x') =

=i lim (6] G(to = ]I (t = )i (X)G( —to) o). (AD)
G assumes the role of a future directed time devel opment operator of the eigenstates of
the interacting system. The structure of G isillustrated in figure 4, where the “blobs’
symbolize the interaction that perturbs the non-interacting time development operator.

G is dso the solution of Dyson's equation
Gt — 1) =Colt — ) + / Golt — 1)V (7 — ) Bo(r' — t') dr cr’
+ [ Gole =V (= 7)Golr' = )V (7' = 1)
x Go(r" — ') drdr’dr” + - -
=Go(t—t') + / Go(t — )V (r —7)G(r' —t)drdr’. (A2

The perturbation and thus the effects of the electromagnetic self-action are contained in
the operator V. The future directed time development operator of the non-interacting
system is obtained from egs. (2) and (16):

N o~ e—iwt dw
Go(t) = O@)e "INt —j [im /Ai—. A.3
o(?) (t) ALY (A.3)
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Figure 4. Graphica representation of eq. (A.2) showing the propagator of the interacting nucleus. The
thin lines stand for the propagator of the non-interacting nucleus given by eg. (A.3). The perturbation V/
acting on the nucleus is illustrated by the blobs.

Introducing the Fourier image A of the perturbation operator, eg. (A.2) is solved by

~ . g iwt dw
G@t)=i / - iz(w) > (A4

This expression is just eq. (A.3) with the replacement Hy — Hy +iD, where A is
known as the level shift operator. A diagonal representation of the propagator G would
require one to find the eigenvalues and eigenstates of the operator Hy +iD. However,
the perturbations can be assumed small, and A is amost diagona in the eigenstates
of Hy. The approximate matrix elements are then

~ ~ T
<¢n’(HN + |A)‘¢n’> = (wn +en — |?>5nn’1 (A5)
where w, is the eigenvalue of Hy corresponding to eigenstate |on)s en = =T {on]

X E\¢n> gives the shift of the energy level caused by the interaction with the photon
field, and ', = —20R (¢, |A|¢,,) describes the line broadening of the state |¢,,). With
these abbreviations, eq. (A.4) assumes the form

. —iwt B
D Lo @A

Wn — 5n(w) + |%rn(w) 2

Further evaluation is complicated by the fact that level shift, as well as line width,
appears to be a function of energy. This functional dependence on energy, however,
is weak, and we may replace w with w,, in the arguments. The integration is then
straightforward, and one obtains

G(t) = ©(t) Y |pn)e teontiontCn/ig |, (A7)

where ¢, and I',, > 0 are evaluated at w = w,,. Before we complete our derivation of
the scattering matrix, we will briefly discuss the construction of the operator V. Fig-
ure 5 displays a perturbation expansion of V' in terms of compact Feynman diagrams.
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Ppg-

(b”)

Figure 5. Feynman diagrams representing the perturbation expansion of the level shift operator. Panel (a)

gives the radiative contribution, which is the only term with only two vertices. Diagrams (b) and (b’) are

of fourth order. Whereas panel (b), which involves eectronic currents symbolized by the closed loop,

contributes the considerable internal conversion part to the nuclear level width, the higher order radiative
term in panel (b') is negligible.

The lowest order contribution, which is shown in pand (a), is known as the radiative
term and can be expressed as

V(t) = —i / 70084 (x — X, £) Go(t)j,. (X') &Pz &, (A.8)

where the photon propagator is taken from eq. (8) and j’u(x) are nuclear current oper-
ators at ¢ = 0. From the previous equation we abtain after some manipulations

'nl X)itn (x/
:Ez/ A )][ SNk = X g o,
T IX — x| k—wpy

=23 0l [0St X ey o, a9

where the j L" are matrix elements of the nuclear current operators and w,,; is the energy
difference of states |¢,,) and |¢;). For the ground state, the line width I,, vanishes
as expected because w,; < 0. Equation (A.9) describes the radiative contribution as
illustrated by figure 5(a). In similar fashion, one obtains the internal conversion term,
which is represented by panel (b) of figure 5. ¢, and I',, can thus be understood as
the total line shift and level broadening, respectively. Keeping this is mind, we insert

eq. (A.7) into eg. (A.1):

MfZ (x, x/) — _le(t _ t/)e*iw}it Z ef(lmerleerrn/2)(t7t/)J fn(x)] ng (X/), (AlO)
where ', denotes the energy transfer to the nucleus. Usually the low-energy nuclear
states are well separated in energy and degenerate if hyperfine interactions vanish. To

emphasize this situation we rewrite eq. (A.10) for the ground state |¢¢;) and one group
of excited states |y, ), where n, ¢ describe degeneracy:

My;(z,2") = —iO(t — 1) g Whitg—(wn+T/2(t—t)
< Y (barliNonn) (Snali (X)6ci)- (A.11)
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wy and [ have the natural meaning of nuclear transition energy and nuclear line
width associated with a particular group of degenerate excited states. Equation (A.11)
easily extends to cases with static hyperfine interactions being present. Let Hys be the
Hamiltonian of the hyperfine interactions and Unf )= exp(—iflhft). Then one obtains

My;(z,a') = —iO(t — t')e “rile (wn+T/2-t)
<3 (6arl () dnn) (dnnl Uni (t — )] (X)UY (t = V') bci), (A12)

where wy and I retain their previoudy given meanings because their change brought
about by the hyperfine interactions is negligible.

Appendix B

In this section, the normalization of the time-dependent angular correlation func-
tions for nuclear resonant fluorescence, eg. (32), and internal conversion followed by
atomic fluorescence, eg. (41), will be discussed. We will make the reasonable assump-
tion that the nuclear ground and excited state have spin quantum numbers I, I’ and the
degeneracy is described by magnetic quantum numbers m, m/. The transition currents
in the expression for the radiative contribution to the line width, eg. (A.9), are then
replaced by their Fourier transforms to give

S [ R @

1+«

The integration is over dl directions of k and |k| = wy. Although all the components
of the current four-vector appear in eg. (B.1), we can use the continuity equation to infer
wp Jo(K) = k - J(k) for the quasimonochromatic transition currents. This relationship,
inserted into eg. (B.1), only leaves us with the transverse transition currents

11 = ; / (Il |3 K) | Tm) (Tm[3(K)| ') Ay, (B2)

If we assume that the nuclear current operators only facilitate transitions between the
degenerate states |7) and |I’), we obtain the following compact form:

LN 2zl
[0l 3D ko) 8 = 2t

Equation (B.2) is aso used for the normalization of the multipole expansion of the
nuclear transition currents [23]. We may write for the matrix element of the transverse
nuclear current operator

(B.3)

2nl
k(14 «)

(I'm'|3(K)| Im) = S enC(I LI mMm )Y <5> (B.4)

LMA k
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The Y(LA,\),I is a transverse vector spherical harmonic describing magnetic (A = 0) or
electric (A = 1) multipole radiation of order L. The multipole mixing coefficients
ey are normalized, >, |era|? = 1. C(...) are Clebsch-Gordan coefficients in the
notation of Rose [42]. The previous equations permit us to write

“ Vo= 2T b 3tko)p - 3
/ <;\Nﬂ< ko )P )80 = 1 (o 3 op - ko)
@2 2'+1  ol?
T 2031 +aR2+1 Al+a)

(B.5)

The second line was obtained under the assumptions that kg =~ kg ~ wy and that the
ensemble of nuclei is unpolarized, i.e., the occupation numbers for the possible nuclear
ground states are equal. o is the nuclear resonant cross section. Substitution of the
previous equation into the integrated eg. (32) gives

41l+a) 1
ol2 2r+1

/N(ks,ko,t)dQ —1- 2/ INi(—ks, ko, )P dQ.  (B.6)

There isno simple expression for the second term of the right-hand side of the equation.
In genera, it will show a complicated behavior in time and as a function of direction
and polarization of the incident radiation. However, the term will aways be positive
and less than unity and can be estimated by averging over direction and polarization
of the incident radiation. If we assume that the magnetic quantum numbers are good
guantum numbers to describe the nuclear states, we obtain

i / N(kgko,t) dQ dQq
47

1 2

ni L)

For resonant isotopes with pure dipole transitions L = 1 and nuclear spin guantum
numbers I = 1/2 and I’ = 3/2, one obtains 29/36 for the averaged angular correlation
function.

We now turn our attention to the angular correlation function describing internal
conversion followed by atomic fluorescence, eg. (41). It will be convenient to write
the quantum states of the scatterer as the product of nuclear states |/) and electronic
states |3), e.9., |¢:) = |5i)|i). We aso need a more general formulation of eqg. (B.3)
for the case of electronic currents because the intermediate electronic states may be
superpositions of total angular momentum states |S'1), ., |Bn) = > g [S (S 1|Bn)-
First we use a multipole expansion of the current operators and apply the Wigner—
Eckart theorem to each term. The execution of the sum over fina electronic states
and averaging over initia electronic states is problematic because the energy of the
fluorescence radiation depends on initial and fina states via kg = ko — wy;. But we
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can assume that the dependence of wy; on magnetic quantum numbers is negligible.
Under these circumstances one obtains after some manipulations

/ (S1|S'(—ks)S(—ks)[S"I") dQ = & 8s55rasi, (B.9)

where ag; depends on quantum numbers of the intermediate and initial electronic state.
We may now write

/ < ; N (ks ko,t)p|2> do

= 3" wil(SUImIBUL®P - Iko)|wi)|5:)]%, (B.9)

S''mi

where w; is the weight of the initial state |+;)|3;). The same method that we used to
obtain eg. (B.8) is applied to calculate the matrix elements of the operator B as given
by eq. (39). In particular, one obtains

S (SUT w! | BYIm)|S U)(S I |(Im|B|I' m")|S 1)
mll’

2nl

= 6m/m” BSS/
where Bgg isasum composed of reduced electronic matrix elements and the multipole
mixing coefficients of the nuclear transition. Bggs also contains aresonant denominator
selecting initial electronic states |.S' 1) and intermediate electronic states | S’ ") for which
the energy difference matches the nuclear transition energy wx within the line width
of the intermediate electronic state. Finaly, we arrive at

/ < ; N’ (—ks, ko,t)p|2> dQ = m ;;ws Bgsr agr. (B.11)

An interpretation of the sum on the right-hand side of the equation is obtained from
the well-known ratio of the integrated scattering probabilities for a single atom:

SO INGi(— Ks, Ko, t)p|?)
SO INfi(—ks, ko, t)p[?) dQ ;;WSBSS'“S' Zannn (B.12)

ay, IS the partid internal conversion coefficient of the nuclear transition and
> nan = a. The fluorescence yield 7, gives the probability for the emission of a
fluorescence photon following the particular internal conversion process. The index n
usualy refers to K, L, etc., conversion.
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Appendix C

It is sufficient to calculate the scattering matrix that corresponds to diagram (c)
in figure 2 in the center of mass system of the nucleus. The main contributions come
from resonant scattering processes involving the nuclear resonance and an electronic
resonance, e.g., the creation of a core hole. Whereas the influence of the electrons has
to be considered for the calculation of the nuclear level width, the electronic resonances
can be treated independently of nuclear properties other than total charge. An excellent
approximation for the scattering matrix is obtained if the nuclear scattering contribution
is taken from eg. (25) and extended by the resonant electronic part:

My;(z,2") = —i / (65[8@)O( — t,) 23,1061 (y — o) G (v)
x O(t, — ') e /2 =] (") |¢) dy dy/, (C.2)

where A is the electronic level shift operator. One of the time integrations can be
eliminated by using 6. (y) = 6(|t| — |y|)/|y|. Also the time dependence of the nuclear
current that couples to the electronic current can be approximated by a simple phase
factor exp(iwnt). After some manipulations we obtain for the integral

Y Sl e A

ly =Yl
X {@(t _ tl — T — ‘y _ y/‘)e(r/erin)‘y*y/‘
+O(t—t' —T+y- y'|)e*(r/2+i“’N)‘y*y/|} dy d®y/ dr. (C2

The major contribution to the volume integrals comes from regions of high nuclear
and core electron current density, where the distance |y — y'| is of the order of the
atomic size. For all electronic resonances, we have I' < A, < 1/|y —y’| and several
related terms can be neglected, providing the result

/

o(t — ')e /2= / dreBion)r
0

/

x / syt — ) SSNY Y5 (s By Py (C.3)
ly =Vl

The upper limit of the time integral can safely be extended to infinity. This approxi-

mation affects only behavior at very early times A, (t — t') ~ 1, which is not relevant

in this context. Using relations of the type 3,,(t) = UL (£)3,(0)Ux(t) and substituting

the previous result into the integra in eq. (C.1), we arrive at

Myi(z,2") = —iO(t — t') e (/A=) gwrit

x (¢p|8X)BUN (t — )] (X UL (t — ') |¢2), (C.4)
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where B is given by eq. (39). The effect of lattice vibrations can be included by re-
placing $ and j according to §(x) — §(x+ (¢)) with the atomic displacement operator f.
Using spatial Fourier transforms of § and j directly leads to

My;(z,2") =—iO(t — t’)ei“-fite_(in+r/2)(t_t')

. o 31. 431/
x /Efi(k,k',t—t’)N}i(k,k',t—t')e'(k'”k -X)d(’;:)ek . (C5)

where wy; includes the energy transfer to lattice, nucleus, and electron shell. £y; and
N’;; are defined by egs. (26) and (38).

Appendix D

We start with the Hamiltonian of the harmonic lattice in the center of mass system
given by

poy b
- ; ij

where the sums run over al but one atom of the ensemble, i.e., the force constant
matrix is nonsingular. In the following treatment, we will use the indices I, I’ to
enumerate degrees of freedom or particle modes and indices j, j’ to enumerate atoms
of the ensemble. The dynamical variables corresponding to the trandational degrees of
freedom are displacements and momenta { «;, p;}, which follow the usual commutation
relations, i.e., 4, py] = i6;. In the Heisenberg picture, the dynamical equations for
the operators are

1. .
+ EZUijj/Uj/, (Dl)
23

. da; d? N
3!

This set of equations is ssimplified by introducing a new set of operators {dl,d}}
obtained from {1;,;} by alinear transformation. Let X;; be the unitary matrix that
diagonalizes the matrix D;;//,/m;m; with eigenvalues w? > 0:

D../
Z X;]ﬁlel/ = U.le 6”/. (D3)

Then the replacements (w; > 0)

1 1
0 = Y (XAl + Xpa),
B \/E l Vwi Wl( i ]lal)

ps=iy/ 5L Y VEr(Xpa) — Xsid)
l

(D.4)
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result in decoupled dynamical equations and simple nonvanishing commutators of the
form

. o

% = —iway, %l —iwal,  [ana)] = o (D.5)
le and a; are known as creation and annihilation operators of a particle in mode [,
and they provide a bosonic particle interpretation of the harmonic lattice excitations.
Stable systems have to satisfy vV, (wl2 > 0). Solving the eigenvalue problem posed by
eg. (D.3) for a given macroscopic ensemble is a formidable task. One usually intro-
duces trandational symmetries to reduce the workload, and very good descriptions of
vibrations in single crystals or polycrystalline materials can be obtained [10]. Disor-
dered or amorphous materials were also modeled using harmonic interactions [39,40].

In the particle representation, the Hamiltonian takes the simple form

N -~ a1
H:ZHZ :Zwl<a;al+§>. (D.6)
l l

The particle modes are decoupled, i.e, [H;, Hy] = 0, and therefore the eigenstates
[{n;}) of the Hamiltonian are easily constructed as a product of eigenstates for the
individual modes

(@)™

|mm:21ﬂmM- (D.7)

Here n; is the number of particles in mode I, and |0) is the ground state. We aso find
that the self-intermediate scattering function factorizes, and the individual factors are
given by

Trace{ e*ﬁﬁlﬁ(aﬂei“”t) Ti(—a)} Ik - X

_ aj = —etl (D.8)
Trace{ e A1} 2m;jw;

Lj(k,t) =
The use of the “trandlation operator” Tj(a) = exp{ad, — a*a;} is convenient because
it generates coherent particle states [41], which form an aternative basis to the particle
number states of eq. (D.7). The relationship of a coherent state ;) to the number
states is

) =T(@)]0),  TU@)Ti(y) = Y29 Ty(a + 4). (D.9)

The evauation of the trace in eq. (D.8) can be conveniently performed using coherent
states, and after some manipulations we obtain eq. (57).

In the presence of trandational symmetries, the diagonalization in eg. (D.3) can
be simplified. Let N be a set of trandations that leaves the ensemble unchanged, i.e.,
Dj+N,j’+N’ = Dj,j’+N’—N and mMj4N = M. Then we can write

1
Qjjr = Qpp NN = Zﬂpp’,OL Wik Wik = é(éL,NfN/ +drn-n), (D.10)
L
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where 2, = D/, /m;m; and the enumeration of atoms was replaced by a separate
enumeration of symmetry units (indices N, N’, L) and of atoms within a symmetry
unit (indices p, p’). The matrices W) commute with each other and can be diago-
nalized by the same unitary transformation. The eigenvalue problem and its solution
are given by

1
Z DWW Nk = COS(YLK)b i i1, YNK = TN dVE, (D.11)
NN/ 0

where Ny is the total number of symmetry units and v = 27/Ny. The eigenvector
matrix ¢y is unitary. Equation (D.10) now takes the form

pp/ NN/ = Z ¢NK d 6KK’ ¢}(/N” (K) = Zﬂpp/ oL COS(’}/LK) (D12)
KK'

d(K,) is called the dynamical matrix. The origina problem of having to diagonalize
one matrix of rank equal to the total number of degrees of freedom has now been
reduced to Ny diagonalizations of the dynamical matrix of the type

Z (K gUEIE) 5 AU, (D.13)

Ppppm

This egquation in combination with eqg. (D.10) provides the following relations:

w2 =2\ X, = \/—_e;m exp(iyNK). (D.14)
The eigenvectors are periodic, nonlocalized functions on the lattice, and the associated
particles are called phonons. In the usual nomenclature, the index p enumerates atoms
in the symmetry unit, the index m enumerates phonon modes, and the index K is
identified with the “quasimomentum” of the phonon.
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