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Abstract. Compton profiles, polarizabilities and related functions of diamond and cubic boron
nitride have been investigated within the Hartree—Fock approximation and the density functional
theory, calculated within the local density approximation and generalized gradient approximation,
but without any explicit correlation correction for the Compton profiles. The correlation part
already included in the standard uncorrected density functional theory is deduced from the
comparison of the two types of calculation. The Compton profile and reciprocal-form-factor
anisotropies, polarizability, dielectric constant and energy loss function of the two compounds
are compared at the same level of accuracy. These properties are very close in spite of the rather
different chemical bonds due to the charge transfer occurring in cubic boron nitride and gaps.

1. Introduction

Since its synthesis in 1957 by Wentorf [1], cubic boron nitride (cBN) has attracted
particular attention because of its extraordinary properties of technological interest. The
electronic properties, due to its large band gap, have applications in modern microelectronic
devices working under high temperatures, whereas its mechanical properties make it
useful for protective coatings. It is used both as a powerful material for abrasive
processes and a sintered one when inserted in high-speed equipment for machining hardened
steels. Diamond and cBN are isoelectronic and isostructural (zinc-blende-type structure)
compounds but the space-group symmetry is changed from the centrosymmigjyic
group for diamond to the non-centrosymmetfg,, one for cBN. As a consequence of
these similarities, diamond and cBN have been studied comparatively in detail from an
experimental point of view as well as by means of theoretical investigations. Concerning
their electronic structure, to which this paper is devoted via calculations of Compton profiles,
numerous studies on the x-ray diffraction, Compton scattering, charge-density distribution,
and total and cohesive energies of the ground state have already led to accurate and
homogeneous results. Experiments on diamond [2-5] and cBN [6-9] and calculations
performed on diamond [10-18] and cBN [19-26] either with the Hartree—Fock (HF) or the
Kohn-Sham (KS) equations have been used to determine an accurate description of their
electronic structure.

Ab initio calculations of the crystalline wave functions of diamond and cBN already
made by Doveset al [15, 21] and Orlandeet al [22] at the HF level only, with either a
minimal STO-3G basis set or a more extended 6-24&, are improved on in this work. In
fact, the linear combination of atomic orbitals (LCAO) self-consistent-field (SCF) method
applied to the periodic systems [27] and implemented in the program CRYSTAL [28],
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was available within the HF approximation. Recently, a new version of this program,
CRYSTAL 95 [29], has allowed us to benefit from important improvements and in particular
to use the density functional theory (DFT) formalism thanks to the resolution of the Kohn—
Sham (KS) one-electron equations at each step of the SCF process. In these conditions,
the charge and momentum densities obtained from the eigenvectors calculated at the HF
and KS levels can be compared, thus leading to the evaluation of a part of the correlation
effect. These improvements also allow us to establish more accurately properties such
as the polarizability which require knowledge of the gap and the conduction band. This
latter property, which is the linear response of an electronic system to the application of an
electric field, is a complex function for which the real and imaginary parts are related via
the Kramers—Kinig relation [30, 31]. The dielectric constant which is the corresponding
macroscopic property is involved in basic experiments such as optical measurements of the
refractive index or reflectance [32] and electron energy loss spectroscopy (EELS) [33-35].
To calculate the polarizability and its related functions, the uncoupled Hartree—Fock (UCHF)
or uncoupled Kohn—Sham (UCKS) schemes already described [36] are used.

The paper is organized as follows. In section 2 the calculation of the crystalline wave
functions within the DFT formalism is briefly recalled and the atomic basis sets used are
reported. In section 3, the equations required for the calculations of the properties studied
are summarized. Section 4 reports calculations made at the HF and KS levels, and the part
of the electronic correlation effect included in standard uncorrected DFT is evaluated for
each property. The comparison with experiment and other calculations is also analysed.
Finally in section 5, the comparative behaviour of the Compton profiles, polarizabilities and
related functions for diamond and cBN are discussed in connection with the nature of the
chemical bonds and the gap and bandwidth values, and general conclusions are given in
section 6.

2. Details of the calculations of the wave function

The periodic LCAO-HF scheme [27] as implemented in the CRYSTAL 92 program [37] is
used. The accuracy of calculating the Coulomb and exchange series contributions to the
Fock operator is addressed by setting tight tolerances [28] for the evaluation of these series
(S. =t, = 10%ands,, = p§, = 107, andp! = 10'?). The shrinking factor defining
the reciprocal-space net in which the Fock matrix is diagonalized is 8 corresponding to 29
(diamond) and 43 (cBN) reciprocal-spakeoints. With these computational conditions,
the converged total energy is obtained with an accuracy of about 0.1 mHartree. For C, B
and N atoms, we used the all-electron gaussian basis sets (§-gi@n by Orlandcet al
[22] in the study of diamond and cBN semiconductors. The use of such basis sets is justified
since it allows us to compare the Compton profiles of diamond and cBN without including
basis set effects. Moreover, the quality is judged as sufficient since the calculations of the
Compton profiles for hexagonal BN [38] made with this basis sgtiiBeference [38]) are
similar to those obtained with a more extended basis set (7-31B&5in reference [38]).
In order to compare our calculated properties more accurately with the experimental ones,
we have reoptimized the exponei) (of each outermost (3sp) shell with respect to the
experimental geometry (3.560 for diamond; 3.615A for cBN). This process leads to the
following values:£(C) = 0.2242,£(B) = 0.1843 andt(N) = 0.3132. A d-like polarization
function with the exponerg = 0.8 was added to the basis set of each atom.

Parallel to the LCAO-HF method, we have been able to make LCAO-KS calculations
thanks to the recent extension of the CRYSTAL code to the DFT [39, 40]. This allows
a direct comparison between HF and DFT methods using the same code, the same basis
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sets and the same computational conditions. In this CRYSTAL code, the HF and KS one-
electron equations are solved self-consistently for a one-electron wave function, and the
corresponding electronic densipy(r) is calculated:

2 k k k

Huyr/ks®iHr/ks = € HE/Ks®i HE/KS 1)

prE/ks(T) = Y PhEex > (rxd(r) @)
0.9

where goik and e}“ are eigenvectors and eigenvalug®“"9 is an element of the density
matrix, andxg and x¢ are atomic orbitals at the origin and in thecells.

To summarize, in using the HF operator, the exchange part is calculated exactly
and the correlation part is omitted, whereas in using the KS operator, the exchange and
correlation parts are introduced into the Hamiltonian at different levels of approximation.
The exchange/correlation potential is represented as a linear combination of gaussian-type
functions and includes the translational periodicity of the crystal. Therefore, it is a basis
of the total symmetric irreducible representation of the space group. In this work, the KS
calculations lead to two levels of approximation:

(i) a local density approximation (LDA) scheme corresponding to the local exchange
potential of Dirac [41] and the local correlation potential using the Perdew—Zunger [42]
parametrization of Ceperley—Alder results [43];

(i) a generalized gradient approximation (GGA) scheme corresponding to the use
of non-local exchange and correlation potentials of Becke [44] and Peedeal [45],
respectively.

3. Methods of calculation of the Compton profiles and polarizabilities

3.1. Compton profiles

Within the impulse approximation in which the energy transfer to the recoil electrons must
greatly exceed their binding energy, the directional Compton prdfije = ¢) is defined

as the projection of the electron momentum density (EMIDp) in the direction of the
scattering vector:

J(q) =/ p(p) dpx dpy. 3)
Px Dy
In the momentum space,( p) is given by
preks(P) = Y Phiidsxy (p)x¢(p) (4)
m.v.g

Wherexfj(p) and x9(p) are the Fourier transformations ij(r) and x9(r):

x(p) =/x(r)e‘i”"‘ dr. ®)
Finally, the directional Compton profile is expressed as
Jnrks(q) = Y Pl / X2 (p)xJ(p) dpy dp, (6)
n,v,g PxPy

and the reciprocal form factaB(z) is deduced by Fourier transformation 6H{q).
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In order to obtain the average Compton profile, we first integrate the electronic density
analytically:

27
prs(p) = Y Pl o / / X (P)x? (p) sing do dg @)

w.v.g
over the sphericald, ¢) coordinates corresponding to the-direction. Then the average
Compton profile is obtained numerically by means of the following integration:

J(q) 2/ p(p)2rnp dp. (8)
p

=q

3.2. Polarizability and related functions

The polarizability represents the linear response of the electric dipole of a system in an
electric field. In the electric dipole Hamiltonian gauge, its dynamic expression which is
explicitly given by the formulas 8.45 and 8.46 of reference [46] is written as

( ) AEn—a) Il,la) ()
a(w) = E fn + 9
n ’ (AEs—a)Z)Z—I—a)ZI n2 (AE%—QJZ)Z—F(UZI 3

where f,, AE, and w are oscillator strengths, transition energies and the electric field
frequency, respectively, and/I, corresponds to decay times introduced to represent the
natural radiative relaxation of the levels and replaces the positive infinitesimal parameter
in the mathematical expression for the second-order scattering ampditudg47]. In the
following, every T, is equal to one small arbitrarly; value which leads to peak widths
gualitatively comparable with those obtained for other cubic systems [48] and which avoids
the poles problem (see also the Baapproximant method in reference [49]). In order to
calculate this expression, equation (9), which generally converges slowly with the number of
excited statesn(), the uncoupled Hartree—Fock (UCHF) or uncoupled KS (UCKS) methods
already described in reference [36] are used. In these metidgisand f,, are given by

AE, = 8}“ - ef (10)
and

2
fo= 30 = e Irlg) @] Il ). (11)

The sum over in (9) is replaced by a sum over the occupiedand virtual () crystalline
orbitals and ovek with a geometrical weighf2 (k). The real part of the polarizability is
therefore given by the following expression:

Flulg) (g olgh)
(@) = 30 2] e wﬁ” Y ,c)ﬁ’_v(; (12)
J l

with u,v =x, y or z.
This relation is established from the following three approximations:

(i) the excited states: are monoexcitations from occupieg® to unoccupied<p}c
crystalline orbitals at eack-point;

(ii) vertical transition energies between the ground state and the excited state are equal
to the differences between eigenvaluejé,— ek, thus allowing us to neglect the exchange
and Coulomb integrals; '

(iii) interactions between monoexcitations by the unperturbed Hamiltonian are omitted

(¢F — ¢F | HolgF — ¢f) = 0).
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These approximations allow us to obtain simple analytical formulas for the real and
imaginary parts of thex(w) and without doing any integration over according to the
Kramers—Kbnig [30, 31, 46, 50] transformations.

Related functions such as tkélectric constanandenergy loss functio(ELF) can be
deduced fronw (w). For non-ionic systems like diamond and cBN, the frequency-dependent
dielectric constant(w) is related to the dynamic polarizability [30] by the relations

e e o= (o) /(- Fhe) o

where N is the number of atoms per unit volume. For these systems and for optical
frequencies, the dielectric constatitv) is equal to the optical one,, (w) for which there
is only an electronic contribution.

Moreover, the energy loss function, which is related to the interaction between an
incident electron beam and the plasmon of the crystal [31, 33, 34], is obtainedsfrom
via the relation

ELF = —Im [i] . (14)
e(w)

4. Results

Before reporting the calculations of the Compton profiles and polarizabilities of diamond
and cBN, physical properties depending on the total energy have been calculated with the
computational conditions described in section 2; these are given in table 1.

Table 1. The lattice parametes (in /&), bulk modulus B (in GPa), binding energy BE (in
Hartree), transverse optical frequencigg (in THz) and indirect and direct gapSE (in eV)
of the band structure calculated at the HF, LDA and GGA levels.

Diamond cBN

HF LDA GGA  Experiment HF LDA  GGA  Experiment

a 3578 356 3.600 3.560 3.619 3.60¢ 3.640 3.615
B 4768 447 4168 443 416 382 360 367
BE 0.396¢ 0.70# 0.56P 0.555 0.354 0.609 0.508 0.498
V1o ViV — — 39.9 339 — — 31.6
AEpnd 122 4G 4.0 5.4 138 4.F 4.4 6.CF: 6.4
AEqg, 13.8 5.3 5.6° 7.3 18.F 8.6 8.8 14.8

* These experimental values @f B, BE andvrg are given in reference [22].
2 Reference [22].

b Reference [40].

¢ This work.

d Reference [51].

€ Reference [60].

f Reference [61].

9 Reference [59].

h Reference [62].

The results given in table 1 allow us to make the following comments.

(i) As is already known, the HF calculations overestimate the lattice parameter. The
electron correlation effects are opposite according to the two models: the GGA leads to the
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same conclusion as the HF calculations while the LDA underestimates (as expected) the
lattice constant, except for diamond where the perfect agreement is fortuitous.

(i) The bulk modulus B) is overestimated as is the lattice parameter in the HF
approximation while the correlation effect significantly improved the agreemestwith
the experimental result.

(iii) The binding energy is well reproduced by the GGA and overestimated by the LDA
whereas the HF method underestimates it because the correlation energy is entirely omitted.

(iv) DFT greatly reduces the gap with respect to HF theory with the same trend, whatever
the exchange potential.

These results also show that the 6-21asis set with an additional d-like polarization
function is of good quality since the calculated properties are fully in agreement with
experiment. This conclusion is confirmed for the electronic structure of cBN from the
comparison of calculated and experimental charge densities and structure factors [26].

Table 2. Average Compton profileg(g) calculated at the HF and KS (GGA) levelg.is the
electron momentum (in au).

C (diamond) cBN

q HF KS (GGA) Experimerit HF KS (GGA) Experimerit

0.0 430 431 4.17 4.25 4.26 .08+ 0.08
0.1 428 4.29 4.17 423 4.24 4.05

02 423 4.23 4.11 418 4.19 4.00

03 413 4.14 4.01 4.09 4.10 3.98

04 401 401 3.88 3.96 3.98 3.91

05 385 3.85 3.75 3.80 381 3.70

06 3.65 3.66 3.57 3.61 3.62 3.50

0.7 343 343 3.35 3.38 3.38 3.24

08 317 3.17 3.10 3.12 312 2.93

09 288 2.88 2.86 284 284 2.64

10 257 257 2.58 254 253 .30+ 0.05
12 190 1.88 1.88 1.89 1.87 1.86

14 127 125 1.33 131 1.28 1.45

1.6 087 0.86 0.90 092 0091 1.13

1.8 0.66 0.67 0.72 071 0.71 0.86

20 056 057 0.62 0.59 0.60 .88+ 0.02
25 041 042 0.46 0.43 043 0.45

3.0 032 0.32 0.35 0.32 0.32 0.35

40 019 0.19 0.21 0.19 0.19

50 011 011 0.12 0.11 0.11

8.0 0.02 0.02 0.02 0.02 0.02

2 Reference [5].
b Reference [6].

4.1. Compton profiles

The average and directional Compton profiles (CPs) and the anisotropy of the Compton
profiles calculated at the HF and KS levels are given in tables 2 and 3, and figure 1,
respectively. All of the CPs are normalized to 12, which represents the number of electrons
in the unit cell. Experimental average CPs are also given for comparison. Not all of the
values are reported, for reasons of clarity:
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Table 3. Directional Compton profiled (¢) calculated at the KS (GGA) levek is the electron
momentum (in au).

C (diamond) cBN

¢  [100] [110] [111] [100] [110] [111]

0.0 4.34 4.39 4.18 4.27 4.30 4.19
0.1 433 4.37 4.16 4.26 4.28 4.18
0.2 4.28 4.30 4.12 4.22 4.23 4.13
03 4.20 4.16 4.07 4.15 4.12 4.06
0.4 4.08 3.97 4.00 4.04 3.97 3.96
05 3.93 3.78 3.89 3.89 3.78 3.82
0.6 3.72 3.57 3.73 3.68 3.55 3.65
0.7 3.45 3.33 3.53 3.41 3.29 3.44
0.8 3.13 3.07 3.27 3.10 3.04 3.18
09 279 2.84 2.96 2.77 2.83 2.88
10 243 2.62 2.60 2.43 2.60 2.54
1.1 2.09 2.36 2.23 2.09 231 2.20
12 177 2.01 1.88 1.78 1.97 1.88
13 148 161 1.56 1.50 1.61 1.58
14 1.24 1.26 1.29 1.27 1.29 1.33
15 1.04 0.99 1.06 1.08 1.05 111
16 0.89 0.83 0.89 0.94 0.88 0.94
1.7 0.78 0.72 0.76 0.83 0.76 0.81
1.8 0.70 0.65 0.66 0.74 0.69 0.71
1.9 0.64 0.60 0.60 0.68 0.63 0.64
2.0 0.59 0.56 0.54 0.62 0.59 0.58
25 043 0.43 0.40 0.44 0.45 0.42
3.0 032 0.33 0.33 0.33 0.33 0.33
40 0.19 0.19 0.19 0.19 0.19 0.19
50 011 0.11 0.11 0.11 0.11 0.11
8.0 0.02 0.02 0.02 0.02 0.02 0.02

(i) the KS values obtained at the LDA and GGA levels are identical;

(i) the difference between the HF and KS values (table 2) is very small and not
significant. This result is confirmed with the directional CPs and, therefore, the values
are reported only for the KS (GGA) model.

The basis set effect must be underlined because it also determines the accuracy of the
calculations. In the case of cBN, the 7-3F1Basis set already documented in the hBN
study [38] was used after accommodation to the experimental cubic geometry. It leads to
directional CP values very close to those obtained with the 6:24¢3, making the CP
anisotropies/ipo — J111 and Jipo — J110 higher by 0.005 and 0.01 au than those calculated
with the 6-21G set in the valence regiory (< 0.4 au). This effect is very small as for
hBN and shows that the quality of the 6-21@asis set is satisfactory in order to compare
the EMD of diamond and cBN.

4.1.1. Comparison with experiment and other calculationBo our knowledge, the
experimental data for CPs are not numerous and are twenty five years old for the more
recently discovered ones. For diamond, average and directional CPs have been measured
by Weiss and Phillips [4] and by Reed and Eisenberger [5] using x-rays and 16Q-kays,
respectively. Only these latter more accurate CPs are reported in table 2 and figure 1 for
comparison. For cBN, the data of Weiss [6] obtained from measurements on polycrystalline
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Figure 1. The Compton profile anisotropie§oo — J110 and Jigo — J111 of diamond (a) and of

c¢BN (b). Full and dotted lines correspond to our present calculations and to those of Dovesi
et al [21] performed using a minimal STO-3G basis set, respectively. Dashed lines correspond
to the SCF-HF calculations of Euwenea al [11, 19]. Circles (a) represent the experimental
results of Reed and Eisenberger [5].

samples are available. As in all cases, the theoretical CPs are larger than the experimental
ones. This observation is confirmed by the SCF-HF calculations of Wepfar [11], of

Seth and Ellis [12] and of Dovesit al [21], and by the model of a one-electron density
matrix containing only interactions between nearest neighbours developed bik&aind
Kramer [14] for diamond, and by the SCF-HF calculations of Euwenal [19] and of

Dovesi et al [21] for cBN. Generally speaking, the agreement between our calculations
and experiment is highly satisfactory. It is better for diamond than for cBN, and for the
directional CPs than for the average CPs.

Figure 1(a) shows that the best agreement between theory and experiment is obtained

with our calculations. However, th&o— J110 @nisotropy is reproduced better in the region
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Figure 1. (Continued)

of the smallest values of the momentum by the calculations of Wepfak[11] or of Seth

and Ellis [12], but this improvement remains confined to this region only. The comparison
between our calculations and those of Dowdsil [21] carried out with the same method is
very instructive because it shows the improvement of CRYSTAL during these fifteen years.
The use of more severe tolerances, the use of rhgreints in the irreducible part of the

first Brillouin zone and above all the possibility of using more extended basis sets (6-21G
instead of STO-3G) explains why the improvement of the calculations is significant for
diamond, large for cBN (figure 1(b)) and can be considerable for hBN where the STO-3G
set leads to poor results [38]. With these conclusions and taking into account the closeness
of the calculations of Euwemat al [19] and of Dovesiet al [21] and the absence of
experimental data, it can be concluded, as for diamond, that our CP anisotropies of cBN are
more reliable. In particular, thé;oo — J110 anisotropy becomes similar to that of diamond
since it presents a negative part in the region of the smallest values of the momentum.
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Several reasons can be invoked to explain why the theoretical CPs are more peaked at
low momenta than the experimental data.

(i) Our theoretical results are not convolved since the authors do not give the values of
the residual instrumental function (RIF): in these conditions, the difference is pessimistic
since, for example, taking RIE 0.15 au [14] decreases the theoretical valug dfy about
0.5%.

(i) From a theoretical point of view, two important factors must be considered to
explain the remaining difference. The first one is associated with the quality of the basis
set (figure 1(a)). The second one concerns the correlation effect of which the true value
cannot be deduced from the comparison of HF and (standard) KS calculations. Within DFT,
general ground-state expectation values (like that of the electron momentum density) can
only be determined formally correctly by the inclusion of a correction term (not done in
this work) which would then lead to a noticeable difference between the CPs at the HF
and (correlation-corrected) KS levels. However, electron correlation in the ground state is
an important aspect in Compton scattering which is still awaiting a definitive theoretical
treatment.

(iii) Finally, it can be noted that using C or cBN single crystals in place of diamond dust
[5] or the cBN polycrystalline sample [6] should contribute to improving the agreement.

4.1.2. Conclusions. Homogeneous calculations of CPs have been presented. They lead
to a better agreement with experiment than the other SCF-HF calculations mentioned. The
CP anisotropy curves are similar for diamond and cBN. This result is not surprising since
the two compounds are isoelectronic, and they have the same structure with close lattice
parameters and slightly different space-group symmetries. However, the magnitude of the
J100 — J111 @nisotropy is higher for diamond than for cBN and must be correlated with the
different characters of the chemical bonds. Finally, we note that an excellent agreement has
recently been obtained between our calculations and experiment for hBN [38]. For diamond
and cBN the agreement is less good but it could be improved with new experiments taking
advantage of the technical progress and reporting measured total CPs without separating the
valence part from the core, which can induce additional errors when the core is deformed
by the crystal-field effect.

4.2. Polarizability and related functions

4.2.1. Static polarizability and the dielectric constaniThe static polarizability values per
unit cell obtained from expression (12) with= 0 are given in table 4 for diamond and cBN
at both the HF and KS (GGA) levels of calculation. KS crystalline orbitals at the LDA and
GGA levels lead, as for CPs, to similar polarizability values (]Aée‘or diamond, 1.3243

for cBN). Moreover they are in good agreement with the other results: A36@1] and
1.51A3 [32] for diamond and cBN respectively, while the HF values are too small (1.04
A3 for diamond, 0.78A3 for cBN). To understand this difference, it is necessary to consider
the numerator and denominator contributions to the polarizability calculation separately.

(i) The denominator in (12) is related to the direct gap which is the smaflesi ¢}
vertical transition, obtained at thé point for diamond and cBN (table 1). With the HF
method, this gap is systematically overestimated as mentioned by Ordrald22] (for
diamond, the factor is 2), while the KS method underestimates it less. This trend is general
for DFT calculations [50, 52, 53] and is due to the fact that the DFT exchange potentials
do not contain exchange singularity [54].
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Table 4. The static polarizabilityy (A?’) per unit cell, dielectric constant)and plasmon energy
E, (eV) calculated at the HF and KS (GGA) levels for diamond and cBN.

Diamond cBN

HF GGA Others HF GGA Others

>, f 1314 897 11.64 8.16

o 1.04 166 164 078 132 151

€ 289 586 5% 216 363 4.48

E, 523 364 336 503 354 298
33.3 30.4
32.0

* Obtained frome by means of equation (13).
2 Reference [51].
b Reference [32].
¢ Reference [63].
d Reference [34].
€ Reference [64].
f Reference [33].

(if) The values of the sum)(, f,) over the oscillator strengths (the numerator of (12))
which must be the values of the number of electrons per cell are underestimated when
calculated at the KS level (8.98 and 8.16 for diamond and cBN respectively instead of
12). In contrast, they are close to the theoretical values obtained using the HF method
(13.14 and 11.64). Therefore, if UCKS calculations of the static polarizability lead to a
better agreement with experiment, this results from a balance of the errors associated with
the evaluation of the numerator and the denominator of equation (12). At the HF level,
the calculatedr-values are too small even if the oscillator strengthobey the Thomas—
Reiche—Kuhn formuld_, f, = n. within an error bar smaller than 10%; this is due to the
overestimation of the gap value. A scissors operator method which consists in shifting the
calculated gap (see reference [48] for example) in order to obtain the experimental one can
be applied to improve the UCHF results. This leads te: 1.38 A3 for diamond [36] and
0.93A3 for cBN (1.04A3 and 0.78A3 respectively without correction), which is still too
small compared to the UCKS and experimental values (table 4).

Our static dielectric constantvalues are deduced from the calculated polarizabilities
by means of the Clausius—Mossotti relation (13). They are reported in table 4. A better
agreement with experiment is obtained when they are calculated at the KS level for the
reasons previously indicated for the polarizability.

4.2.2. The dynamic dielectric constantn order to calculate optical properties of solids,
which can be obtained from reflectance measurements, the electric field frequency has to
be taken into account. Equations (9), (10) and (11) allow us to calculate the dynamic
polarizability and to deduce the optical dielectric constant. In figure 2, the variations of the
real ) and imaginary £;) parts of the dielectric constant of diamond and cBN, calculated

at the KS level, are plotted in the range = 0-15 eV and for a decay time/I'; equal

to 200 au. Thid"; value (0.005) has also been used by Eremset [32] to simulate the
dispersion of the refractive index of cBN.



568 D Ayma et al

0 2 4 6 8 10 12 14
40 U R St S S R Sa B A R SRR |

i

10+ 4

-20 PR TRRSUPURNN RPN NN VR R SIS S|
40 T T LI A SR

30 | -

LA
ta A

0 Al T

-10 .

H 4 1 n i i, 1 " L

-20 L . :
0 2 4 6 8 10 12 14

ho (eV)

Figure 2. The real (full lines) and imaginary (dotted lines) parts of the dielectric constant
calculated at the KS (GGA) level for diamond (a) and cBN (b).

The first lower-energy peak of the; (w) spectra appears at such arvalue that the
real part of the atomic polarizability is equal t¢(dx N) according to equation (13) (this is
the condition for a polarization catastrophe [31]); thew) values per unit cell deduced are
2.69 A% and 2.82A3 for diamond and cBN respectively. The corresponding energy value
hw is close to the direct gap (5.5 and 8.7 eV for diamond and cBN respectively)sirics
remains practically constant below the first resonance and only begins to increase rapidly
near to it. Thee;(w) spectrum is also related to the polarizability and to the scattering
cross-section. As forg (w), the first peaks appear at energy values close to the gap, then at
lower frequencies for diamond. But it is interesting to notice that the diamond spectrum is
much more spread out than that of cBN. This is why the static polarizabilities or dielectric
constants of diamond and cBN are close, even if the cBN gap is twice that of diamond.



ELF

ELF

Compton profiles and polarizabilities of diamond and cBN 569
20 T T T T T T T T T T T T T T
ke a -
15 o .
O 10 20 30 40 50 exp.
e
calc. 7
1 i . | i 1 L 1 1 1 i 1 i
0 50 100 150 200 250 300 350 400
i (eV)
1.2 — 7
1.0 b -
X | ]
08 B Ep=304eV r 7
06 | _ .
B .r‘\ exp. XD g
1 1 exp.
0.4 \J\ 5’/\\/\/\, ]
H g |
i calc.
cale.
0.2 |- -
0.0 [P DN UR AR S VU AU RN SR B B S ]
0 50 100 150 200 250 300 350 400 450 500
ho (eV)

Figure 3. The energy loss function at the KS (GGA) level versus the energy of an incident
electron beam (in eV) for diamond (a) and cBN (b). The insets give the calculated (calc.) and
experimental (exp.) spectra corresponding to the interesting energy ranges (the experimental

ones come from reference [34] for diamond and reference [33] for cBN).
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4.2.3. The energy loss function (ELF)In figure 3, the energy loss function deduced from

the dynamic dielectric constant (equation (14)) calculated at the KS level has been plotted
for diamond and cBN. For both compounds, a broad band including two high peaks appears
in the low-energy range. The highest peak, which leads to the plasmon efetgy86.4 eV

for diamond and 35.4 eV for cBN, was observed by Haostoal [34] at 29 eV and 32 eV,
respectively. Other experimental values are given in table 4. It follows that shetesmon
energies obtained at the KS level are slightly too large compared with the experimental ones,
while the unreported HF values are worse. The narrow bands observed at larger frequencies
are due to core-electron excitations. The corresponding energies are 182 eV (B) and 386 eV
(N) for cBN, and 277 eV for diamond. They can be compared with the experimental values:
195 eV [33, 34] for B, 405 eV [34] and 409 eV [33] for N, and 291 eV [34] and 294 eV
[35] for C, from the spectra of the K edge of the cBN and diamond compounds. Our
energy values obtained at the KS level are smaller than the experimental ones whereas the
HF values are still much too large. It is interesting to notice that the B and C bands given
in figure 3 for cBN and diamond show in fact a second peak at 16 eV and 11 eV above
the first one, respectively. This peak was also observed at 18 eV for both compounds by
Gonnet [33] and at 12 eV by Egerton and Whelan [35] for diamond. It seems to be a
typical feature of the zinc-blende structure, as also mentioned by McKehald55]. The
experimental data reported in figure 3 show ELF behaviour similar to what we found, in
spite of slight energy shifts.

5. Discussion and concluding remarks

New first-principles calculations of the crystalline wave function of diamond and cBN
described with a 6-21Gall-electron basis set have been presented for the LCAO DFT
method with a very good degree of accuracy thanks to the recent improvements introduced
into the CRYSTAL program. The ground-state electronic structure deduced from average
and directional CPs and the polarizability and its related functions have been reported.
Compared to the HF results, the part of the correlation effect taken into account in the
LCAO-DFT calculation can be very different according to whether just the ground-state
property, namely the Compton profile, or the polarizability related also to the excited states
is taken into consideration. For the Compton profile and its related functions (the electron
momentum density and reciprocal form factor), this effect is small, while it greatly modifies
the polarizability values and related functions via the gap value.

Nowadays, the ground-state electronic structures of diamond and cBN are well known
from theoretical and experimental studies of x-ray scattering factors, the charge density
and directional CPs. In the case of diamond, the studies of Takd&rak[3], Zunger and
Freeman [13], Pattisont al [16], Spackman [17] and Let al [18], interpreting the data
of Reed and Eisenberger [5] and of Seth and Ellis [12], are considered as definitive. In
the same way, we will quote the papers of Wétl al [7], Eichhornet al [8], Zunger and
Freeman [20], Xu and Ching [23], Bross and Bader [25] and Lichabeai [26] for cBN.

From these investigations, the main differences between the two electronic distributions can
be summarized as follows: the bonding between two nearest-neighbour atoms is symmetric
in diamond (purely covalent bonds) and non-symmetric in cBN where there is an electron
charge transfer from boron to nitrogen (semi-covalent bonds). More precisely:

() in diamond, a monotonic decrease of the total charge density from the atomic
positions to the point midway between the two atoms [22] is observed, whereas in silicon,
for example, there is a large plateau of nearly constant density; this makes the bond charge
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Figure 4. Directional reciprocal form factor®3(z). The dotted, dashed and full lines are
associated with the [100], [110] and [111] directions, respectively. The abscissa gives the
normalized distance/a wherea is the lattice parameter. (a) Diamond. (b) cBN. The arrows
indicate the reference values gfa (1/+/2 and 1) along the [110] and [100] directions.

of silicon much more diffuse than that of diamond where the lack of core p electrons allows
the valence electrons to get nearer to the nuclei;

(ii) in cBN, the charge transfer from B to N localizes the bond charge nearer to the
nitrogen but close to the midpoint between B and N [26], and the charge-density maximum
of cBN is only slightly lower than that of diamond.

Examination of table 2 reveals that the CP values of diamond and cBN are close, but
slightly higher for diamond than for cBN in the region of small values of the momentum
(g < 1 au). This result is confirmed when the directional CPs are examined except for the
[111] direction of the chemical bond at the smallgstalues § < 0.3 au) (see table 3). In
consequence, the ‘long-rangéoo — J110 anisotropies are practically identical for the two
compounds whereas thBgo — J111 anisotropy, which involves the bond direction, is for
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Figure 5. The reciprocal-form-factor anisotropy versus the normalized distgficeThe full and
dotted lines are for diamond and cBN, respectively. Kajo— B111 anisotropy; (b)B1oo— B11o
anisotropy; (¢)Bioo(diamond — Bioo(cBN) versusz (in au).

cBN half that for diamond. This result confirms the conclusions drawn for the direct space

from the studies of the charge densityr).
In order to facilitate the identification of bonding features in the direct space, a reciprocal

form factor or autocorrelation functioB®(r) is introduced as the Fourier transformation
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of the Compton profile. By using a 1D Fourier transfor®z) = [ J(p,)e "7 dp,

is calculated along the three crystallographic axes andBiae(z), Bi11o(z) and Bi111(z)

values are reported in figure 4 versus the normalized distanceDiamond and cBN are
semiconductors with filled bands and, for such cryst&lg, should have a zero value at

all lattice translational vector points due to the long-range AO overlap of the neighbour
unit cells [56]. In all cases, our theoretical curves (figure 4) crosszflaeaxis at the
appropriate values, providing a check on the accuracy and reliability of the wave functions.
The negative parts aB(z) are attributable to the effects of antibonding interactions arising
from the second-nearest-neighbour overlap. Figure 4 shows that these effects are similar
in diamond and cBN and take place up toA4 However, the largest difference between

the diamond and cBN is given by th#11(z) curves which exhibit a significantly stronger
anisotropy in the diamond case. In order to illustrate and compare the anisotropies of the
chemical bonds in diamond and cBN, the treatment by Patigad [16] of diamond is
adopted here. The differenc®8sqo— B111 and Bigo— B11o Should reveal the strongest effects

of the bond anisotropy and antibonding interactions, respectively, if the [100] direction acts
as a neutral direction. This assumption is valid for both compounds since no special feature
is observed in thégg(diamond)-B100(CBN) curve (figure 5(c)) which is close to zero when

z is greater than 3 au. For both compounds, Bxanisotropy shows prominent features

at the nearest first- and second-neighbour distances. At the bond lergth= +/3/4),

the B1go — Bi11 curve indicates that the bond anisotropy is stronger for diamond than for
cBN. The B1go — B11o curves which are close for the two compounds are dominated by a
non-bonding interaction between the orbitals which form neighbouring bonds in the lattice.
It takes place at a distance gfa = 1/+/2 between second-nearest neighbours and it results
from the diffuse character of the bond charge shown in the ECHD maps [22]. Finally, the
electron momentum density and related properties of diamond and cBN are rather close,
the only difference being the stronger bond anisotropy in diamond. This result seems
attributable simply to the different characters of the bonds, namely that #herlsials are

more localized near to the N nuclei because of the charge transfer between B and N. In
fact, the comparison of CPs for the two compounds is rather easy because it removes the
geometry and valence electron configuration effects, since the lattice parameters are very
close and the valence electrons belong to the same shell. These two factors are decisive
in underlining the main differences between tBé&;) anisotropies in diamond and silicon,
which are dominated in this latter compound by the ‘long-range’ orbital overlap [16, 56].

For the polarizability property, which in addition depends on the description of the
excited states, the calculations for diamond and cBN crystals found in the literature are not
numerous, unlike the case for experimental results on related functions like the dielectric
constant and the energy loss function. Effectively, the calculations are strongly gap
dependent for these semiconductors and the electronic correlation cannot be neglected. Since
the perturbation theory of the electronic correlation in periodic systems is not available, as in
the study of infinite polyenes by Suhai [57], the DFT approximation has been used to partly
take this into account. Using our uncoupled method with the KS crystalline orbitals, the
polarizability values obtained for diamond and cBN are relatively close to the experimental
ones.

Moreover, cBN and diamond have spectral similarities not only in the plasmon loss
spectra but also in the core-edge spectra (as also mentioned by éi@diB4]), the sole
significant difference being as regards the energy positions of the core-electron excitations.
It is noted that the difference between silicon and diamond, though they belong to the same
chemical family, is larger than that between diamond and cBN as regards the polarizability,
dielectric constant and plasmon energy< 8.4 andE, = 20 eV from our DFT calculations
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for Si[36]). This is probably due to the small gap of Si, with a nareegpectrum. However,

our results concerning the core-edge spectra must be moderated by the following remark:
the electric dipole approximation no longer holds for the range of energy in which these
peaks appear and the behaviour of the core-edge spectra could be slightly modified [58].

6. General conclusions

In this work, the Compton profiles and polarizability and their related functions for diamond
and cBN have been studied at two levels of calculation, according to the LCAO-HF and
LCAO-DFT methods used. Compton profiles and reciprocal form factors, which depend on
the electron momentum densities, need only the knowledge of the ground state. However,
only a part of the electronic correlation effect is taken into account with the LCAO-DFT
method: for these properties, it is small for both compounds. The polarizability and related
functions (the dielectric constant and energy loss function) are gap dependent and are much
more sensitive to the electron correlation effect. In fact, the HF or KS methods used to
calculate them lead to overestimation and underestimation, respectively. Better results are
obtained with DFT.

Because of their similar electronic and geometric structures, diamond and cBN have
similar Compton profiles. However, the semi-covalent character of cBN is revealed by the
smaller anisotropy of the reciprocal form factors relating to the bond direction. In contrast,
different values of the polarizabilities of diamond and cBN were expected because cBN has
a direct gap twice as large as the diamond one with the same theoretical waldel2) of
the sum of the oscillator strengths; but in fact, the polarizability values are close, showing
the importance of the band widths of th@v) spectra.

Finally, Compton profiles, the polarizability and their related properties are
complementary probes allowing one to observe small differences between the electronic
structures of similar compounds. However, progress must be made in describing the excited
states of solids.
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