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The Compton profile of polycrystalline lithium has been measured using a ?*’Am source of 59.54-keV
7y rays. In this work the high-momentum region up to 3 a.u. was investigated and a non-negligible tail
was observed in the Compton profile. Previously reported x-ray measurements did not extend into the
momentum region beyond 1.6 a.u. The contribution of the two core electrons was substracted from the
data using free-atom wave functions. The resultant conduction-electron profile was first compared with
calculations in the cell approximation in which the electron-ion interactions are represented by a model
using s-like wave functions. In particular such functions were computed in the renormalized free-atom
model, previously employed by Berggren for calculation of the Compton profile of vanadium. Next,
electron-electron interactions were taken into account in the former calculation by introducing
occupation numbers obtained for an homogeneous interacting electron gas using a method due to Lam.
The results indicate that the existence of the high-momentum tail in the profile is mainly due to the
electron-ion interactions. This is in accord with recent work of Eisenberger et al., but in contradiction
with Phillips and Weiss who attributed this tail to electron-electron correlations.

I. INTRODUCTION

During the last few years there has been an
increasing experimental and theoretical interest
in the Compton profile of lithium.!~ The small
number of electrons per atom together with the
large relative number of conduction electrons,
1:3, makes it a convenient material for Compton-
profile measurements. Furthermore, the corre-
lation effects between the conduction electrons and
the electron-ion interactions are not well known
and it is of great interest to investigate their rela-
tive contributions to the Compton profile and to
the electron-momentum density.

Compton-profile measurements on lithium have
been reported by Cooper et al.,'? Phillips and
Weiss, 3% and Eisenberger et al.® All these mea-
surements employed low-energy x rays, a fact
that limited them to only small momenta (9$1.6
a.u.). It is expected that the electron-electron
correlations and the electron-ion interactions
might give some contribution in the high-momen-
tum region. In the present work we performed a
new measurement of the Compton profile of poly-
crystalline lithium using 59.54-keV 2*'Am vy rays,
which extended to momenta up to 3 a.u.

A number of theoretical investigations have been
reported which may be divided into two kinds. In
the first kind, wave functions for the conduction
electrons are calculated in the one-electron ap-
proximation and the momentum density and Comp-
ton profile are deduced. This approach has been
used by Donovan and March® and later by Cooper
et al.! and Borland and Cooper, 2 and was not suc-
cessful in fitting theory with experiment. In the
second kind of theories many-body effects such as
electron-electron correlations are taken into ac-
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count using, for instance, electron-gas calcula-
tions.™® Recently, two different approaches have
been made in order to derive the momentum den-
sity and Compton profile for an interacting electron
gas submerged in a lattice of static ions. The

" Hamiltonian of the electronic system may be writ-

ten as H=T+V +U, where T represents the kinet-
ic energy, V the electron-ion interaction, and U
the electron-electron interaction.  Eisenberger
et al.® treated V as the perturbation and T+ U as
the unperturbed part, while Lundqvist and Lyden®
chose to start with 7'+ V as the unperturbed part.
The last approach seems to be a more convenient
one if the momentum distribution has been calcula-
lated in a first step from some one-electron model.
For comparison with the previous Compton-
profile data, all the above calculations were re-
ported only up to about 1.6 a.u. Tan!® calculated
the Compton profile up to 2 a.u. for a lithium sin-
gle crystal using Callaway-Kohn-Silverman wave
functions. In order to give an interpretation of
the present measurements, it is necessary to cal-
culate the Compton profile up to 3 a.u. For this
purpose we followed the approach of Lundqvist
and Lyden.® The momentum density and Compton
profile were first computed in the cell approxima-
tion using isotropic s-like functions, Following
the calculation of Berggren on polycrystalline
vanadium* we used the renormalized-free-atom
model (RFA), which makes a compromise between
a complete band-structure calculation and a free-
atom description. Electron-electron interactions
were then incorporated in these calculations by
employing mean occupation numbers calculated for
an homogeneous electron gas using an approach
due to Lam.® Finally, the experimental and theo-
retical results were compared in order to assess
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FIG. 1. Total spectrum obtained after a 100~h run,
The error bars are smaller than the size of the data
points.

the relative importance of the various interactions
in lithium,

II. EXPERIMENTAL PROCEDURE

A Compton-profile measurement was made at
room temperature using 59.54-keV y rays of
#Am, scattered from the sample through an angle
of (161+3)°. The apparatus is similar to that
previously described. 12 The distance between the
source and the target was 17 cm, The intensity
of the source was 300 mCi. The Compton peak
for the above experimental angle is at 48,55 keV.
The target was a thin polycrystalline lithium sam-
ple. Its thickness (0.5 cm) is much smaller than
the mean free path in lithium for 60-keV photons
(~12.5 cm), so that absorption and multiple-scat-
tering effects are not expected to be appreciable,!®
which is an advantage on previous x-ray measure-
ments.*® On the other hand, the net counting rate
from the sample is low and the relative contribu-
tion of the scattering from the air behind the sam-
ple will be very large. We took care of this by
placing behind the target a lead sheet which has a
high photoelectric to Compton cross-section ratio,
so that the counting rate due to the background
was significantly reduced. The measured back-
ground (with no sample) is in this case a very
good approximation to the true background (with
sample), since a thin lithium sample will have a
negligible effect on scattering from the lead back-
ing.

The resolution function of the detector and the
electronic system was found to be mainly a Gauss-
jan with a full width at half-maximum (FWHM) of
415 eV at 60 keV. In addition, there is a smear-
ing of the profile due to the geometrical arrange-
ment which could be approximated by a Gaussian.

The width of the total resoltition function of the
system obtained by convolution of the two Gauss-
ians turned out to be 425 eV,

The gain of the detection system was arranged
so that the data could be taken at intervals of 17.5
eV/channel. Figure 1 shows the raw experimental
data obtained after a period of 100 h, Approx-
imately 23000 counts/channel were accumulated
at the center of the profile. Background measure-
ment was made and subtracted from the total spec-
trum after proper normalization. It contributed
about 4000 counts/channel at the center of the pro-
file. The net Compton spectrum after removal of
the background is shown in Fig. 2. We show in
Fig. 3 the raw data above ¢ =1 a.u. on an expanded
scale, together with the lead-backing contribution
and the contribution of the core electrons in lith-
jum.,

The aim of the data reduction was to substract
all the energy-dependent contributions that might
influence the shape of the spectrum and do not
originate from the specific Compton scattering
from lithium, The detector efficiency (that is, the
fraction of photons at a given energy which strike
the detector and contribute to a pulse in the multi-
channel analyzer) is approximately unity at ener-
gies smaller than 60 keV and its variation within
the considered energy range could be neglected.

An evaluation of the absorption in the air be-
tween the sample and the detector and in the beryl-
lium window of the detector showed that the ener-
gy dependence is negligible in our experimental
conditions. (The variation of the correction fac-
tor as a function of energy as defined by Eisen-
berger and Reed!* was smaller than 0.12% over
the whole region of interest for the air absorption
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FIG. 2. Compton profile after background substrac-
tion, The error bars are smaller than the size of the
data points,
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FIG. 3. Raw data above ¢=1.0 a.u. on an expanded
scale, with lead backing and core contributions: (a)
(++++) raw data; () (-+--) lead backing; (c) (—) lithium
core,

and about 0.04% for the absorption due to the be-
ryllium window.) Furthermore, an evaluation of
the correction factor for the absorption in the sam-
ple showed that for 0.5-cm thickness the varia-
tion within our whole energy range was 0.08% and
could be neglected to a good approximation.

The deconvolution of the profile which accounts
for the above calculated finite resolution was made
using a procedure due to Lloyd.'® In addition to
the Gaussian shape assumed above, a low-intensity
tail on the low-energy side of the resolution func-
tion was observed (with a peak-to-tail ratio of
130/1) and it could be approximated as a straight
line. The contribution of this tail was substracted
successively from all the channels. We obtained
an intensity which is proportional to the Compton
differential cross section d20/dwdQ and the final
Compton profile for all the electrons in lithium
can be written!?

wol AR| d2%c¢
J (q)°°—°—-—w Joda’ (1)

where wy and w are the initial and final photon
energies and Ak is the momentum transfer. gq is
the electron-momentum component along the direc-
tion of A% and is given in the case of lithium by'?

a=%|A%| +(8w/|Ak|)m
- (aw)/2|ak] , @)

with Aw =w =wy. The Compton profile for all the
electrons is normalized to
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f‘. J(g)dq =1 per electron. (3)
0

The integration was performed on the high-energy
side of the profile because the energy-dependent
corrections, which resulted in the removal of the
asymmetry of the spectrum, led to larger errors
in the low-energy side of the profile. The ¢=0
point was first calculated by Eq. (2) using the scat-
tering angle previously measured. This was com-
pared with the ¢ =0 point obtained from the condi-
tion!*

j;la.u. J(q) dq=f0

~la.u.

J(g)dq . (4)

It was found that these two points differed by less
than 0.03 a.u. of g or 18.5 eV of photon energy.
The spectrum obtained is presented in Fig. 4. A
correction to the normalization of this profile
using the Waller-Hartree theory'® was calculated
and found to be negligible in the present large ener-
gy transfer conditions.

The contribution of the core electrons to the
spectrum was calculated in the impulse approxi-
mation using free atom functions,!” therefore yield-
ing the Compton profile of the conduction electrons
which was normalized to

jo Y @) dg=1 )

The final normalized curve is shown in Figs. 7
and 8 and the numerical results are presented in
Table I. The normalization was performed using
a much finer table with a distance of 0.05 a.u.
between consecutive points.
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FIG. 4. Compton profile for three electrons in Li
after all corrections have been made.
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III. THEORY
A. Compton-profile calculation in cell approximation

The Compton profile for a polycrystalline sam-
ple can be defined as'?

J(q)=21rj;¢<p(§))1>d1> ) (6)

where (p(p)) is the spherical average of the elec-
tron-momentum density p(p). From the knowl-
edge of the one-electron wave function ¢3(¥') for
the electron in a solid lattice, the momentum
transform ¢3(p) may be extracted and!!

pB)=3" le:d)|?, (7)
k

where k is the wave vector of the electron.

In the cell approximation, !® the solid is built up
from units or cells, each of which is assumed to
contain one atom (ion) and, in the alkali case, one
conduction electron is moving essentially in the
spherical potential of the ion. The cell as a whole
is therefore neutral and the connection between
neighboring cells is made by the use of the Wigner-

FELSTEINER, S.

Seitz condition:'®

Wi:o =0
&r ’

rarg

(8)

where 7, is the radius of a sphere having a volume

equal to that of the Wigner-Seitz cell.

We use here a procedure due to Berggren!! that
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proved to be quite satisfactory in the case of vana-
dium. (Both vanadium and lithium have a bec
structure.) The Bloch function in the cell approx-
imation is assumed to be

PiT)=e'EFopy(F) . 9)

More precisely, ¢r) is usually expanded in a
power series in k.1° Nevertheless, calculations
by Donovan and March® for lithium show that the
higher orders of 2 are negligible and do not in-
fluence the shape of the Compton profile, thus jus-
tifying Eq. (9).

The momentum transform of the Bloch function
is given by!!

@)= Nb5,18, 95 B) , (10)
where
04 (5) = (2m)®/2 fo dFe o) . (11)
0

The G;’s are the reciprocal-lattice vectors of the
bee lattice, ©

G;=@2r/a)(h+ Dz +(h+R)H
+(B+D)Z] . (12)

a is the lattice constant and %, &, [ are integers.
N is the number of atoms (cells) of the lattice.
The integration is over a Wigner-Seitz polyhedron
of volume

TABLE I. Experimental and theoretical Compton profile of Li. The normalization is

[ J(gdg=1.

Present One-electron theory Correlations RFA +
q(a.u.) expt Callaway Seitz RFA (Lam) Correlations

0.0 2.016 +2% 2,396 2,174 2,415 2,248 2,091
0.1 2.007 2,325 2,110 2.343 2,187 2,037
0.2 1.791 2.112 1.921 2,127 2,006 1.872
0.3 1,477 1,756 1.605 1.768 1.705 1.599
0.4 1.232 1.259 1.162 1.266 1.287 1.218
0.5 0.868 0.619 0.592 0.619 0.757 0,737
0.6 0.570 0.059 0.094 0,053 0.225 0.203
0.7 0.311 0.059 0.094 0.053 0.141 0.140
0.8 0.167 0.059 0.094 0.053 0.090 0.125
0.9 0,081 0.058 0,093 0.052 0.060 0.117
1.0 0.079 0.056 0.092 0,050 0.04C 0.107
1.2 0,032 0.048 0.089 0.044 0.019 0.087
1.4 0.040 0.040 0.085 0.036 0,010 0.069
1.6 0.030 0,029 0.076 0.028 0.004 0.052
1.8 0,036 0.022 0,062 0.020 0.002 0,039
2,0 0.040+6% 0.018 0.048 0.016 0.001 0.029
2.2 0.019 0.015 0.034 0.011 0.001 0.022
2,4 0.010 0.011 0.024 0,008 0.0 0.016
2.6 0,022 0,008 0.020 0.006 0.012
2.8 0.013 0.005 0.018 0.004 0,009
3.0 0.008 +15% 0.004 0.016 0.004 0.007




12 y-RAY COMPTON PROFILE OF POLYCRYSTALLINE LITHIUM

30
20 -
o
&N
@ 10 -
321
L L |
=10

r(a.u.)

FIG. 5. 2s wave function for Li in the renormalized
free-atom model. The dashed line indicates a simple
way of satisfying the Wigner-Seitz condition at 7s=3.21
a.u.

Q=3 . (13)

In the case where the above wave function (9) is
employed, we have

95 3)=0§(G) , (14)
@ilP) = N6z, 58,95 (G)) . (15)

In order to preserve the normalization of ¢ i(p)
while performing the integration in Eq. (11) over
the Wigner-Seitz sphere, we rewrite the integral
as follows:11:20

0§(p)=(2m)3/2 fn odfe"a";

X [‘pO(;) - ¢0(73)] + (2")-3/2 n(16(‘3¢.0 ¢0(73)'

- (16)
The momentum density per atom is now
p(B)=2)8;58,|08G)|2 . (17
k

The summation is over the Bloch states and the
factor 2 arises from the summation over spin.

The wave functions used here are s-like wave func-
tions. Thus the spherical average of p(p) may be
obtained by the method described by Berggren, u

1t is ,

(pBW =2 Ng,m(p)|0§(Gy) |2 . (18)
i=0

Ng, is the number of reciprocal-lattice vectors
with length G; and the coefficients #;(p) are, for
i#0,
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ni(p)=[p% - (G; =p)21/4 G,
if Gi=pr=p=G;+pp

and

n(p)=0 if p>G;+pp Or p<G; —pp; (19)
while for =0,

no(p)=1 if p= pp
and

ng(p)=0 if p>pp . (20)

pr is the Fermi momentum.
The Compton profile is then calculated from Eq.
(6) to be

J(9)=23|0§(G)|2 Fila) , (21)
i=0
where
Filq)=N,, f " pnip)ap . (22)

The term for =0 in the expansion of J(g) in
Eq. (21) gives us (apart from a normalization fac-
tor) the free-electron parabola, that is, the Comp-
ton profile for a uniform (noninteracting) electron
gas.? The higher terms give rise to a tail in the
profile at g >pr which reflects the contribution of
the lattice structure as described by the behavior
of ¢(T) in the cell.

Two sorts of wave-function calculations may be
used in order to obtain the factors |¢§(G;)|2 in Eq.
(21) according to the assumption in Eq. {10). We
may either take lowest-order (E= 0) wave functions
obtained from a complete band-structure calcula-
tion assuming a self-consistent central potential®'22
or, alternatively, we may compute wave functions
in the renormalized free-atom model.

B. Reanmalized free-atom model

As discussed in Sec. II(A), one way of computing
one-electron wave functions for lithium is by using
the renormalized free-atom model which was em-
ployed by Berggren'! for the interpretation of
Compton-profile measurements in vanadium. The
considerations that allow us to introduce this mod-
el in our case are the following: Assume that the
core states are practically unchanged when intro-

'

" ducing the (free) atom into a solid.!® Then the

wave function for a conduction electron in a state
k=0 and the corresponding free-atom wave func-

" tion are very much alike near the ion. The ba-

sis of our calculation is to take wave functions
computed for a free atom,® to truncate them
at 7=7,, and renormalize them within the Wigner-
Seitz sphere (in order to preserve charge neutral-
ity in it). We show in Fig. 5 the 2s wave function
for lithium computed in this model. This funct!
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FIG. 6. Momentum density of an electron gas: (a)
inhomogeneous, noninteracting; (b) (- - =) homogeneous
interacting; (—) inhomogeneous interacting.

does not satisfy the boundary condition of Eq. (8)
at 7s. The dashed line in the figure indicates a
simple way due to Berggren!! of satisfying Eq. (8),
namely, beyond its minimum at 7, the function
is set equal to a constant R,y (7, and properly
normalized. Berggren noticed that in the case of
vanadium, this improvement did not lead to sig-
nificant changes in the shape of the profile. In our
case, the changes were found to be negligible only
at ¢=0 (0.3%), but they were appreciable at ¢ >pz
(20% at ¢=1 a.u. and even 50% at g=2 a.u.).

C. Many-electron calculation

It is well known that Compton-profile measure-
ments are sensitive to electron-electron correla-
tions. Consider the many-body problem of an
interacting electron gas submerged in an ordered
lattice of ions. Assume here that the electron-
ion interactions are well described by the one-
electron model discussed above. The electronic
system that is solved in the picture may be con-
sidered as unperturbed, while the electron-elec-
tron correlations are introduced as a perturbation.
This is the basis of an approach due to Lundqvist
and Lyden® and we shall use it here with some
simplifying assumptions.

For clarification, we give in Fig. 6(a) a sche-
matic description of p(p) in the one-electron mod-
el. In this model the Fermi surface may be rep-
resented as an ensemble of spheres of equal ra-

. dius pr centered on each one of the reciprocal-lat-
tice points, 2! and p(p) is the corresponding mo-

p(ﬁ)=%f

20 k,&;

S. WACHTEL, J, FELSTEINER,

from the other ones.
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mentum density. According to the geometry of
the lattice, the different surfaces which appear
may be completely separated from each other or
partially overlapping. For a bec lattice we always
have | G;| > 2pr and therefore, at least the first
surface (centered at p =0) must appear isolated

To be more precise, each
one of the surfaces is expected to be anisotropic
in momentum space® but in the case of simple al-
kali metals, and in our experimental conditions
(polycrystalline sample), the influence of this
anisotropy on the profile is negligible. (From
previous measurements, *? the shift in the place
of the Fermi momentum for different orientations
of a single crystal of lithium is much less than our
experimental uncertainty in momentum space.)

If electron-electron correlations are introduced
now, the discontinuity in p(p) at pr is known to be
reduced®® and a tail appears at p > pp in the first
surface. We expect to observe similar phenom-
ena for the other surfaces centered at points 6,
#0.° This is clarified in Fig. 6(b). The dashed
line is the momentum density for a homogeneous
interacting electron gas. The solid line is the re-
sult of a more complete calculation in the case of

the so-called inhomogeneous interacting electron

gas.® It has been shown®'* that the integral of
;p(ﬁ ) over the whole momentum space is conserved.

The momentum density expressed in terms of
electron-field operators (T, #) is®

p(f))=—1 a7, f dF, et P12
QJq a

X(PH(F, 0)p(Ts, 0)) , (23)

where { is the volume of the crystal. It is always
possible to expand the field operators in Bloch
waves @g(T),

#(F,0)=3" af (0)¢5(F) , (24)
k

where a’i (¢) is the annihilation operator for an elec-
tron in a Bloch state. @T) may be expanded in
plane waves,

PiF) =Y oilB) e BE0F | (25)

Gy

Using the coefficients ¢(p) defined in Eq. (10),
one obtains

dFlf d;zei"(l‘:1-l’z)<z agf(o)wi*(ﬁ) e-‘(ilvai)';l Gi‘al'; Z ag: (0)(P§, (5) ef(i'q‘aj)o;za.’*aj,»’ (26)
Q0 p

3
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cept in the small-momentum region, the profile computed
with the help of Callaway functions coincides with that
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High-momentum part of the Compton profile
for lithium computed in the Lam method (correlations
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+ exchange, Ref. 8) for homogeneous and inhomogeneous

interacting electron gas, and compared with experiment.

based on the renormalized free-atom model.
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FIG. 8.

Compton profile for lithium computed in the
Lam method (correlations + exchange, Ref. 8) for homo-

geneous and inhomogeneous interacting electron gas,
and compared with the experiment.

pB)=3 ¢3a,0)0;-8,H)

8,85

*agg,0)a2 5 (0)) . (27)

Following Lundqvist and Lyden, ® we shall employ
two assumptions:

(i) The terms with K=$ - G;#k’=p - G, give neg-

ligible contributions to the momentum density.
Therefore,

P=L 103 B Go (28)

where the #® are the mean occupation numbers for

. Bloch states.

(ii) When the potential of the ions is weak, it is
possible to introduce the electron-electron inter-
actions by approximating the Bloch occupation
numbers by the mean occupation numbers »(k) cal-
culated for an homogeneous interacting electron

gas.

If we use instead of | p2(p)|2 the RFA terms

| 9%(G;) P of Eq. (17) the integration over angles is
easily performed:

(p(®) = | #§(Gi=0)|2n(p)

1 | ¢3(6¢) |2 10+G 4l (
Py . at .
2> PG hsay "R @9

Jlg) is thus obtained from Eq. (6).
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IV. RESULTS AND DISCUSSION

For comparison with the experimental results
we computed the theoretical profile for polycrys-
talline lithium in each of the models that was de-
scribed above. In the present calculations we
used the value 7,=3,21 a.u. for lithium at metal-
lic density.%?? This corresponds to a Fermi mo-
mentum pr=0.599 a.u. We show in Fig. 7 and in
Table I the profiles computed in the cell approxi-
mation using Eq. (21). The wave functions em-
ployed here were of two forms:

(a) The RFA wave function shown in Fig. 5.

(b) Callaway® and Seitz® wave functions com-
puted in the cell approximation (at the lowest or-
der in k). The coefficients | ¢§(G;)|2 that were ob-
tained in our calculation for the Seitz function dif-
fered slightly from the results of Donovan and
March.® However, the normalization condition
Y&, 10§(Gy) B=1 was satisfied and it is probable that

. the difference is mainly due to our ihtegration pro-

cedure in Eq. (16). It is seen that all the profiles
computed in this model have a value at ¢ =0 which
is much larger than the experimental value, have
.a break at ¢ =pp and a large tail beyond it.

The profile for an homogeneous interacting elec-

‘tron gas with the same electronic density as lith-
ium was computed in a method due to Lam® which
takes into account the Coulomb correlations and
some exchange properties between the electrons.
_ (The latter reduce the probability of short-range

interactions and decrease the size of the tail at

p >pr, but this change is not very significant.)
This curve is presented in Fig. 8 and in Table I
with the experimental results. Compared with the
one-electron calculations, there is no improve-
ment here at ¢ =0 but it must be noticed that the
curve goes to zero at ¢~ 2 a.u. Thus one cannot
expect the contribution of electrons at higher mo-
menta to arise from electron-electron interactions.
The curve J(g) based on Eq. (29) is also presented
in Fig. 8 and in Table I. Here the | @§(G;)I2 ccef-
ficients are the RFA ones and the n(k) numbers
are those computed in the Lam method.® The
results are not appreciably different when the
19%(G,)I? coefficients are computed with Seitz or
Callaway wave functions. It is seen that the value
of the calculated profile at ¢ =0 is now in good
agreement with the experimental result. In Fig.
9 we show in more detail the high-momentum part
of Fig. 8. At g >2 a.u. the agreement between
the experimental points and our inhomogeneous-

/interacting-electron-gas calculation is quite good.
"Thus one may attribute the existence in the pro-

file of the large high momentum tail to domina-
ting electron-ion interaction, This is in agree-
ment with the study of Eisenberger et al. °

for g<1.6 a,u. It is interesting to note that
our results contradict the conclusion of Phillips
and Weiss, who attributed the existence of the

tail in the profile mainly to electron-electron cor-
relations.
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in partial fulfillment for the M. Sc. degree.
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