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Relativistic self-consistent charge Dirac—Slater discrete variational method calculations have
been done for the series of molecules MBrs, where M=Nb, Ta, Pa, and element 105,

Ha. The electronic structure data show that the trends within the group 5 pentabromides
resemble those for the corresponding pentaclorides with the latter being more ionic.
Estimation of the volatility of group 5 bromides has been done on the basis of the molecular
orbital calculations. According to the results of the theoretical interpretation HaBr;

seems to be more volatile than NbBrs and TaBrs.

1. INTRODUCTION

A very interesting chemical behavior of elements 104
and 105 compared to their analogs Zr, Hf and Nb, Ta,
respectively, has been shown in the experiments on the
volatility of their halides using the gas-chromatography
technique. There are two groups of these gas-phase exper-
iments. In the first case'™ reaction products are swept with
a gas into the experimental set up which mainly consists of
a quartz gas chromatography column with a temperature
gradient along it. Short-lived isotopes of those elements are
produced on line in a nuclear reaction at a heavy ion ac-
celerator and the halides (chlorides or bromides) are
formed by adding chlorinating or brominating agents. In
the experiment the inner surface of the column serves as a
track detector for fission fragments and the deposition tem-
perature of compounds is correlated with sublimation en-
thalpies.

In the second series of experiments®® on-line isother-
mal gas phase chromatography was applied to investigate
the volatility of elements 104 and 105 bromides after trans-
porting the reaction products with a He KCl-cluster jet to
the quartz column. The bromides are formed after all clus-
ters have been destroyed in a hot quartz wool plug. They
pass through an empty isothermal chromatography col-
umn, and the temperature which gives 50% chemical yield
of products at the outlet is measured. These T'5qq, values
are correlated with boiling points of those compounds and
are considered as a measure of volatility.

According to the results of these experiments the ha-
lides of elements 104 and 105 behave in a different way
compared to the analogs: the tetrachloride? and tetrabro-
mide*® of element 104 are obviously more volatile than
analogs (estimated AH g, for ZrCly, HfCly, and 104Cl, are
25.9, 25.7, and 21.5 kcal/mol, respective]y,9 and the
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Tsoq, for 104Br, is about 200°C lower® compared to
HfBr,) while, in contrast, the element 105 pentahalides
seem to be less volatile than pentahalides of Nb and Ta>®
(the T'soq, shift of element 105 pentabromide, HaBrs, is
about 130 °C to the region of higher temperatures com-
pared to Nb and Ta pentabromides’).

These peculiarities in the behavior of the gaseous
104Br, and 105Brs compared to their analogs as well as
interest in the electronic structure of these compounds
have given impact to the relativistic molecular calculations
of MBr; species, where M=Nb, Ta, Pa, and Ha, presented
in this paper. (Protactinium pentabromide has also been
included both in the experimental and theoretical investi-
gations due to the fact that properties of some protactin-
ium compounds resemble those for the group 5 d ele-
ments.) This work is a continuation of our investigations
of the physicochemical properties of group 5 elements (in-
cluding Ha) halides.'”

In Sec. II some details of the calculations within the
framework of the relativistic Dirac-Slater discrete varia-
tional method (DS DVM) are given. Sec. III contains the
results of the molecular orbital (MO) calculations and
analysis of the electronic structure of MBrs molecules. In
Sec. IV an attempt has been made to estimate the volatility
of HaBr; in comparison with analogs and to interpret the
results of the gas-phase chromatography experiments.®®

Ii. METHOD OF THE CALCULATIONS

Calculations of the molecular electronic structure of
MBr; have been done using DS DVM with self-consistent
charge (SCC) approximation.!! The description of the
method is given elsewhere. !

The calculations have been done both within the all-
electron and the frozen core approximations in which sym-
metry orbitals are constructed for the core and valence
regions.

The extended basis set including valence np,,, and
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TABLE I. Input geometrical parameters: bond distances Ry,_g, and Br,,—~M-Br angle (C,,) for MBr;.

b Ta Ha* Pa® Reference
Symmetry D,, Dy, D, C.,
® Ry.pe (A) 2.46 2.45 2.54; 2.51 2.59 (105%) 13
(i) Ry s, (A) 2.46° 2.473 2.55;, 2.52 2,59 (105°) ”
Ry s, (A) 2.43° 2412 2.49; 2.46" 2.59

2Estimated values (this work).
®Bond length with relativistic contraction.

nps,, orbitals was used to examine the influence of these
orbitals on the chemical bond formation. The results on the
charge density distribution presented in the paper are for
the neutral basis set. The trends in these values within the
group are the same for the ionized basis. Numerical inte-
gration was done using 9000 integration points.

Mulliken population analysis has been used to analyze
the charge density distribution data.'”> The details of this
analysis are given in Ref. 10.

Hl. RESULTS AND DISCUSSION

A. Geometrical configurations of MBr; molecules
{M=Nb, Ta, Ha, and Pa)

Electron diffraction studies'® of the vapors indicated
that the pentabromides of Nb and Ta are monomeric trig-
onal bipyramids with mean metal-bromine bond length of
2.46 A in the niobium case and 2.45 A for tantalum. In a
later work!? it was shown that the axial bonds in TaBrs
were longer than the equatorial ones by 0.061 (10) A.
These data together with estimated values are shown in
Table I.

Interatomic distance Ha-Br has been varied from
2.40-2.60 A in a series of calculations to check the sensi-
tivity of this parameter. The results are mainly presented
for R,x/Req = 2.55/2.49 A, which have been assumed tak-
ing into account values of ionic radii obtained in multicon-
figuration Dirac-Fock method (MCDF) atomic calcula-
tions,"” and for R, /R, = 2.52/2.46 A, which could be
realized in the case of relativistic bond contraction.!® By
analogy with PaCls (see Ref. 10), protactinium pentabro-
mide was assumed to have C,, symmetry. The bond
lengths for PaBrs were estimated on the basis of solid-state
structural data.'®

B. Energy level structures

Table II contains molecular orbital energies and in Fig.
1 the energy level structure is shown as a result of the
calculations.

The pentabromides of Nb, Ta, and Ha have energy
level structures similar to the corresponding pentachlo-
rides.!® The last occupied levels are MOs of predominantly
4p character of Br. The d levels of the metal are separated
from the set of binding levels by an energy gap AE. The
scheme of the d orbital splitting in the Ds, crystal field is
preserved for all the molecules. The energy gap increases in
going from NbBrs to TaBrs and to HaBrs from 2.03 to 2.45
and to 2.71 eV, respectively. Compared to the correspond-

ing chlorides of Nb, Ta, and Ha this value decreases owing
to higher energies of the valent 4p(Br) orbitals compared
to 3p(Cl). This will result in the lower energies of the
electronic charge-transfer transitions in MBrs compared to
analogous MCls. The crystal-field splitting of the d orbitals
in MBr; is about 0.5-0.8 eV less than that of MCl; and
increases from NbBrs to TaBrs and to HaBrs.

C. Molecular orbital composition and bonding

The molecular orbital composition and bond orders for
HaBr; are given in Ref. 17. The six highest occupied mo-
lecular orbitals of 4p(Br) character (48D7-43D9) are
nearly nonbonding in nature and below them are orbitals
with a little admixture of 7p and 6d orbitals of Ha. There
are five orbitals responsible for the bonding with participa-
tion of 6d atomic orbital(s) (AOs) of Ha(46D7-40D9)
and the 45D7 orbital with participation of the 7s(Ha) AO.
Energetically below these levels are nearly pure atomic
4s;,, orbitals of Br and further down are pure atomic 5f
AOs of Ha. Compared to HaCls (see Ref. 10) there is
higher contribution of 6d, 7p, and especially 7s,,, orbitals
to bonding.

The Mulliken analysis data on electron density distri-
bution are shown in Table III. Compared to the analogous
pentachlorides'® the pentabromides of the group 5 ele-
ments have lower effective charges and higher populations
of all the metal valence AOs. Along the series the values of
Q and ¢, change in the same way as in the case of the
chlorides: the effective charges on Nb and Ta are nearly the
same (Ta has by 0.005 higher value), Ha has a substan-
tially lower effective charge, and Pa has the largest value of
Q.

Relativistic AO populations are shown in Table IV.
Differences in the Ha-Br bond lengths of 0.08 A do not
change much the charge density distribution in HaBrs.
One can see from Table IV that there is a gradual stabili-
zation of ns;,, and np;,, AOs as a function af atomic num-
ber and thus the increase in their populations. The (n
—1)d orbitals show destabilization with increasing atomic
number and destabilization of (n — 1)d;,, AOs is not a
smooth function of it. As in the case of the corresponding
pentachlorides of Nb, Ta, and Ha (Ref. 10) the behavior of
the np;,, orbital is the most interesting one. In TaBrs this
is a relatively stabilized orbital while in HaBr; its relative
destabilization results in the overlap of 7p;,, orbital with
ligands being the smallest in the series. So for the series of
molecules under consideration the valent AOs contribute
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TABLE II. Molecular orbital energies for MBrs.
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HaBr;
NbBrs TaBr; ~
2.46/243 A 247/241 A 2.47/2.41 2.52/2.46 2.55/2.49 A
Orbital energy (eV) Orbital energy (eV) Orbital Energy (eV)
39D7 2.19 45D7 1.45 5107 111 1.52 1.76
35D9 4.05 44 D8 3.47 49D8 2.84 3.04 3.17
39D8 4.08 40D9 3.59 4509 292 3.15 3.28
3409 4.98 3909 442 44D9 3.98 4.17 4.29
38D7 5.11 44D7 4.67 5007 4.33 4.50 4.60
3309 7.14 3809 7.11 4309 7.22 7.21 7.21
37D7 7.31 43D7 7.30 49D7 7.41 7.40 7.40
38D8 7.52 43D8 7.50 48D8 7.54 7.54 7.54
3209 7.59 3709 7.54 4209 7.64 7.58 7.55
37D8 7.80 42D8 7.80 47D8 7.91 7.87 7.84
36D7 8.02 42D7 8.08 48D7 8.05 8.12 7.97
36D8 8.75 36D9 8.89 41D9 8.73 8.73 8.59
31D9 8.84 41D8 8.86 46D8 8.78 8.74 8.65
35D8 8.95 40D8 9.05 45D8 9.19 9.17 9.03
3009 9.72 3509 9.71 40D9 9.71 9.54 9.43
2909 9.79 34D9 9.84 3909 9.94 9.78 9.71
35D7 9.81 3908 9.96 44D8 9.94 9.91 9.76
34D8 9.93 41D7 9.83 47D7 9.97 9.94 9.66
34D7 10.06 40D7 10.00 46D7 10.23 10.09 10.00
33D7 10.18 39D7 10.69 45D7 11.32 11.26 11.22
33D8 20.39 38D8 20.33 43D8 20.43 20.36 20.32
32D7 20.59 38D7 20.57 3809 20.79 20.71 20.65
28D9 20.80 3309 20.90 44D7 20.81 20.68 20.61
32D8 20.82 37D8 20.98 42D8 20.99 20.88 20.80
31D7 21.15 37D7 21.33 43D7 21.47 21.27 21.16
2705 37.99 3607 26.18 41D8 24.45 24.59 24.68
31D8 38.06 36D8 26.12 42D7 24.66 24.80 24.90
3008 40.16 35D7 26.19 3709 24.83 24.98 25.68
30D7 62.20 3209 26.17 41D7 24.84 25.00 25.10
in a varying way to the bonding, nevertheless the total
0 NbBrsTaBrs HaBrs overlap between metal atom and the halogens steadily in-
- a b c creases in going from NbBrs; to HaBrs; (Table V). Com-
ol pared to the corresponding pentachlorides of the group 5
— T """ 6dHa elements'® the pentabromides show higher overlap popula-
3 T o S . . .
4p(Br) tion values and hence higher covalency. As in case of the
S0 e 6 (l(Ha)+4 p{Br) pentachlorides there is an increase in covalency to a large
i extent from NbBr; to TaBrs and to a much less extent from
% 20 TaBrs to HaBrs. The ionic and covalent contributions to
20l e . . . .
- ST e 4s(Br) the chemical bonding are given in Table V.
>~ i e e
o
et 5f(Ha)
© 30|
Lﬁ 30
| 6ps; /Z(Ha) TABLE I1I. Effective charges on atoms (Q) and atomic orbital popula-
40l :~ e tions (g;) for MBr;.
AY
AY o
i \ Ryt gy (A)
ol \___\\ Molecule RM<Breq (A) Q qs 95 qq qr AE (eV)
! \\\ NbBr; 2.46 0.69 027 028 3.77 2.03
\ 2.43
—-——-—— Bpyp(Ha)
-60 |- Pv2 TaBrs 2.47 069 046 039 346 1399 245
241
HaBr;s 2.47 0.53 0.61 0.38 348 13.99 2.86
2.41
HaBr;s 2.52 0.52 0.66 039 342 13.99 2.71
2.46
HaBr; 2.55 0.51 0.68 040 338 13.99 2.59
FIG. 1. Molecular orbital energies for MBrs5, where M=Nb, Ta, and Ha 2.49
(6—Ryy/Req = 2.47/2.41 A, b—R,,/R,, = 2.52/2.46 A, and c—R,,/R,;,  PaBr; 2.59 072 021 020 219 168 192

=2.55/2.494).
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TABLE IV. Relativistic atomic orbital populations (g;) for MBrs.

Orbital NbBrs; TaBr; HabBr; HaBr; HaBr;
247/241 A 252/246 A 255/249 A

@510 0.27 0.46 0.61 0.66 0.68

v 0.10  0.18 0.25 0.26 0.27

s 0.18 0.21 0.13 0.13 0.13

Ga, 1.59 1.53 1.63 1.62 1.61

9a,, 2.18 1.93 1.85 1.80 1.77

Lower effective charges and larger overlap populations
in the bromides compared to the corresponding chlorides
are indicative of their higher covalency. The change in the
chemical bond strength should have the same tendency as
in the case of the chlorides. Thus in TaBrs compared to
NbBr; there is an increase both in ionic and covalent con-
tributions. This makes one believe that the Ta compound is
less easily dissociated than the Nb one. In HaBr; compared
to TaBrs the slight increase in the covalent part of the
dissociation energy is partially compensated by a lower
ionic contribution giving rise to possibly no extra stabili-
zation of the Ha compound compared to the Ta one or
resulting in an even lower stability. All these differences in
dissociation energies will probably be few electronvolts
only.

Ionization potentials for MBrs; molecules calculated
via the transition state procedure are presented in Table V.

IV. VOLATILITY OF THE PENTABROMIDES

A. Volatility in its classical thermodynamical
understanding

Identification of the properties of the transactinide el-
ements by studying their volatility is a difficult task due to
the fact that even for the lighter elements volatility is a
property which is hardly correlated with one or even with
a set of parameters. Available experimental data on vola-
tility of different compounds are often contradictory and
attempts to find direct correlation between electronic struc-
ture of the compounds and their volatilities are often spec-
vlative.

In macrochemistry volatility is determined through the
Maxwell equation, connecting volatility, volume, tempera-
ture, and entropy of a substance. An approximate expres-
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TABLE V. Mulliken analysis® data and ionization potentials (/) for
MBr;.

HaBr, HaBr;
Parameter NbBr;  TaBr;  PaBr; 2.52/246 A 2.55/2.49 A
n(k) 3879  70.18  89.46 103.22 103.23
Ou 0.69 0.69 0.72 0.52 0.51
Q. —0.15 —0.16 —0.17 —~0.13 —0.13
QB,: —013 —012 ~0.14 —0.09 —-0.09
b 0.08 0.10 0.11 0.05 0.05
n, 2.26 2.69 2.07 2.76 2.78
I(eV) 9.73 9.72 9.80 9.82 9.81

*n(k)—total net atomic population; Q—effective atomic charge;
n—covalent bond order (overlap population); p—ionic bond order
equal to -2Q(k)Q(J) (ag/R).

H, Ac,
InP=A4——=+——"InT.

RT R (D

Here H, is the sublimation enthalpy at the absolute zero
temperature and Ac, is the difference in specific heat of
solid state and vapor.

In reality the more simple expression

In P=A—B/T (2)

is used for volatility, where coefficients 4 and B are deter-
mined experimentally. Only temperature dependence of
the vapor pressure can give information about volatility of
a substance while the sublimation enthalpy and the tem-
perature of sublimation are the reference parameters.

Homologs of HaBrs—NbBrs and TaBrs—are rather
volatile compounds. They have molecular (dimeric) struc-
ture in solid state with the metal atoms screened by the
halogens.

Although from various experiments there is a wide
range of values given for the melting points of the penta-
bromides, there is reasonably good agreement about their
boiling points, which show that TaBrs boils at 20 °C lower
temperature than NbBrs. These physicochemical data'® for
NbBr; and TaBrs together with those for NbCls and
TaCls (including data'® for PaCl; and PaBrs) are shown in
Table VI.

From chemical experiments the following forms of
Eq. (2) for the temperature dependence of the vapor pres-
sure for NbBrs have been derived

13,19

. 5782
Solid log P,,,,=12.5———, (205-252°C)

sion for the volatility as In P has the form T
TABLE VI. Physicochemical data (Ref. 18) for MBrs and MCls.
T, T, AH, Tso0” T, T, AH;
Molecule C) °C) (kcal/mol) °C) Molecule °C) °C) (kcal/mol)
NbBr; 254 365 27.70 200 NbCl;s 203.4 247.4 21.27
TaBr, 256 344 25.30 200 TaCl; 215.9 2329 20.41
HaBr5 oo 320 I_Iacl5
PaBr,° 283 428 24.60 PaCl,’ 281.0 395.0 22.18

*Partly preliminary data (Refs. 6-8) which have to be confirmed in future experiments.

Reference 16.
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800 -
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FIG. 2. Volatility of MF; (solid lines), MCls (dashed-dotted lines), and
MBr; (dashed lines) molecules, where M=Nb and Ta, as a function of
the temperature.

4743 ()
Liquid log Pmm=9'78_T , (252-356°C)
and for TaBr;
. 5546
Solid log P,,.,= 12.5—7 , (180-255°C)
(4)

3204
Liquid log P,,,=8.07———,

T (255-344°C).

Graphically, Egs. (3) and (4) along with analogous
ones for MFs and MCls are shown in Fig. 2. The volatility
of the species decreases from the fluorides to the chlorides
and to the bromides, and in all cases the tantalum halides
are more volatile than the niobium ones. In the tempera-
ture interval between 180 and 320 °C, the vapor pressure of
TaBr; is a factor of 1,5-2 higher that of NbBrs.

In the area of low temperatures and low pressure
A NbBry = ATaB,S, and the relation between vapor pressures of

NbBr; and TaBr; can be expressed in the following way

BTaBrS( 1 _7)
T b

P NbBrs _

log P TaBrg (5)

where ¥ = Bnupr,/Brap:,-

Let us assume that ¥ is determined by attraction en-
ergy between two identical molecules (NbBrs and NbBr;
or TaBrs and TaBrs). This dispersion interaction has the
energy??

3 hvyaa,

€(x)=—-

i (6)

where Av, denotes the characteristic (roughly, ionization)
energies for the two molecules or atoms, a; and «, are their
polarizabilities, and x is the distance between the molecules
or atoms.

Pershina et al.: Relativistic effects in element 105. i

If we suppose that the two MBrs molecules interact via
the two adjacent bromine atoms, ¥ could be expressed in
the following way using Eq. (6)

NbBr B
5 ( )Nb rs

G(X)NbBr5

’}/: T B (7)
E(X)TaBrS 2 r5( Br)TaBrS ’
where I, is ionization potential and ag, is polarizability of
the bromine atom in a molecule.

Polarizability of a spherically symmetric atom is ex-

pressed as a cube of mean radius 7 of its electron sheli

az?r%r. (8)

NbBrs( ré yNbBrs
T

r= TaB"S( rs )TaBr5 :
r

For the bromine atom r=1.14 A and for the ion
Br~ r=1.98 A. So within the interval between effective
charges Q=0 and Q= —1 the bromine radius changes ac-
cording to

re(0)=1.14—0.85Q, (Q<0). (9)

Analogously the dependence of the ionization potential of
the bromine atom on the effective charge can be expressed
as

Ig(Q)=273+194Q (kcal), (Q<0).

Here 273 kcal is ionization potential (/) of a neutral bro-
mine and /—-EA =194 kcal, where EA=79 kcal is the
electron affinity of the bromine.

~ Finally y as a dependence on effective charge Q has a
form

(10)

6

(11)

173419403 °%" (1 14— 085Q""’Br5)
Y=

173+194QBaBrS 1.14—0.85Q,""

An increase in | Q| results in the decrease in I, and an
increase in polarizability of the bromine atom due to an
increase in r. Experimentally log Prvpry/ Prapr, = 1.04,
which means stronger dispersion interaction for NbBrs and
lower vapor pressure. Using mean values of (Q)g, in
NbBrs and TaBr; of the present molecular calculation (Ta-
ble V) gives y=1. For the relation log PTaBrS/PHaB,S, Eq.
(11) gives y=1.09. Thus HaBrs molecules should have
weaker dispersion interaction and higher vapor pressure
compared to TaBr; at any fixed temperature. Taking into
account the latter relation we find Byapr = 5088. Assuming
that within the temperature range between 200 and
250°C log PHaBr5 has a form similar to Egs. (3) and (4);
the dependence of log P on T can be expressed as

10g Piy,pe, = 12.5—5088/T, (200-250 °C). (12)

The plot P,,,,(Hg) vs T [Eq. (12)] for HaBrs is shown on
Fig. 3.

Besides the dispersion interaction some other parame-
ters should be taken into account when estimating the vol-

J. Chem. Phys., Vol. 97, No. 2, 15 July 1992



Pershina et al.: Relativistic effects in element 105. |l 1121

600 T LR | L T T I 4 T T 1 ' T T
i HaBr5
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S 400 | -
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I NbBr5 i
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200 210 220 230 240 250 260
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FIG. 3. Volatility of HaBrs in comparison with NbBrs and TaBrs within
the temperature interval 200-250 °C.

atility of a substance. In the process of sublimation from
solid state to gas the type of bonding both in the solid state
and in the gas phase should be considered. It is known for
example that for crystals of intermediate ionicity where
each anion is surrounded by cations, an increase in cova-
lency has no great influence on the lattice energy where all
the forces are in equilibrium due to symmetry. Neverthe-
less in the gas phase the higher covalency facilitates stabil-
ity of the system and decreases sublimation enthalpies or
increases the solubility in nonpolar solvents. Assuming
that in the solid state HaBrs has the same structure as
NbBrs and TaBrs, the overlap population data (7, from
Table V), which are the measures of covalency of MBr5 in
a molecular state, can be used for the additional judgement
about the volatility. Again HaBrs should be the most vol-
atile species because of the highest covalency and PaBr; the
least volatile one because of the lowest covalency (or over-
lap population).

B. Volatility as it is measured in the gas-phase
chromatography experiments

Volatility as it was determined in the experiments’®
(described in Sec. I), when only one atom at a time is
produced, followed by the formation of a molecule, which
is then investigated, is obviously a process of adsorption—
desorption of these individual molecules on the surface of
the chromatography column {in the experiments®® the sur-
face is believed to be totally or partially KBr {or KCIl)
from the deposition of the carrying cluster material on
cooler parts of the surface of the quartz tube]. By breaking
the interaction of a molecule with a surface into its con-
stituents we try to estimate any particular interaction using
data of the molecular calculations.

According to the particular type of symmetry of the
adsorbate molecules, we suppose that the adsorption of
MBr; molecules on the surface occurs via the interaction of
the axial bromine atom with a bromine atom of the surface.

One could think of the following possible kinds of this
interaction: (1) dispersion interaction of the bromine atom
of the molecule with the bromine atom of the surface (at
comparatively large x, distances); (2) induction interac-
tion energy contribution due to the additional polarization
of the molecule (or the bromine atom) by the electric field
of the surface; (3) Coulomb interaction with the positively
charged metal atoms of the surface; or (4) the covalent
bonding with a charge transfer.

It was observed experimentally’ that in the process of
adsorption of MBr; molecules on different surfaces of the
chromatography column (SiO,, NiBr,, NaBr, KBr, CsBr)
the T'5q¢, increases in direction from SiO, to CsBr. Assum-
ing that ionicity of the surface increases in the same direc-
tion (thus for compounds with the same structure as
NaCl the effective charges are Nat%%®Br=%% and
K +062Br=062y one can suppose a number of possible mod-
els of adsorption.

Let us consider the interaction of a particular molecule
(e.g., NbBrs) with NaBr and KBr surface. The relation
between the dispersion interactions of Br in NbBrs with the
bromine atom of the NaBr surface and Br in NbBrs with a
bromine of the KBr surface according to the model con-
sidered in Sec. IV A [Egs. (7) and (8)] is

KB KB NbB
IBr l’(aBr) r(C‘Br) s

¥ =7NaBr
IBr (aBr

I (r )™
)NaBr=1.01.
(13)

This means that the dispersion interaction of the bromine
atom of the NbBrs molecule with the bromine atom of the
KBr surface is stronger compared to interaction of the
bromine atom of the NbBrs; molecule with the bromine
atom of the NaBr surface. Induction interaction is also
stronger in case of the KBr surface because KBr has a
stronger electric field than NaBr.

In the case of the Coulomb interaction of a MBrs mol-
ecule with the surface, its strength will increase from NaBr
to KBr due to the increase in effective charges from Na to
K. The donor-acceptor interaction (or the charge trans-
fer) increases from NaBr to KBr due to an increase in the
differences between effective charges on Br in a MBr; mol-
ecule and the Br of the surface in going from NaBr to KBr.
Thus the stronger interaction of a MBrs molecule with a
more ionic surface can be explained within the considered
models as a result of the stronger dispersion, induction,
Coulomb or donor—acceptor interactions.

Applying now the same approach to the interaction of
dif ferent MBrs molecules (M =Nb, Ta, Pa, and Ha) with
one specific surface one can analyze these different inter-
actions in the following way. The dispersion interaction of
bromine atoms in MBrs; molecules with the surface (e.g.,
KBr) decreases in the sequence PaBrs, NbBrs, TaBr;, and
HaBrs; due to decrease in polarizability of the bromine
atom from Pa to Ha molecule. Due to the same reason the
induction interaction energy decreases in this direction.
The Coulomb interaction decreases in this direction due to
the decrease in effective charges on the metal atoms in
MBr;s. Donor-acceptor interaction also decreases in going
from PaBrs to HaBr; due to the decrease in the differences

NaB NbBrs — yNaBr 3
) (ag) s Ig (7 e
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between effective charges on Br atoms in MBrs (M=Pa,
Nb, Ta, and Ha) and the Br of the surface (KBr).

Thus in the framework of the assumed models the in-
teraction of the HaBrs molecule with a particular surface
should be the smallest in the series of the molecules under
consideration and, hence, the volatility should be the high-
est.

One can see that the picture of the adsorption is very
complicated even for the proposed model when the adsorp-
tion of MBr; molecule occurs via the axial bromine atom.
Calculations of the bonding of these molecules with the
surface are needed for quantitative estimation of the ad-
sorption. Nevertheless even within the proposed model it is
difficult to find an explanation for the higher adsorption
(or lower volatility) of HaBrs molecules compared to
those of Nb and Ta as observed in the experiments.’

Finally comparing groups 4 and 5 one can see that the
elements of these groups should have in principal similar
tendencies in the physicochemical properties, because such
characteristics as ionic radii, energetic atomic structure,
ionization potentials, etc., are quite similar for these two
groups. Calculations’ of the electronic structure of MCI,
(M =Zr, Hf, and 104) in terms of SCF-X,, scattering wave
Dirac-Slater method have yielded the lower effective
charge of 104 compared to Zr and Hf. This low effective
charge was assumed to be a reason for the higher volatility
of 104Cl, compared to ZrCl, and HfCl,. From our present
theoretical studies, which are somewhat preliminary, of the
group 4 elements we would conclude that the trends in
volatilities within the groups 4 and 5 elements should be
similar. A more detailed comparison has to await more
careful studies of the electronic structure and related prop-
erties of the group 4 elements.

V. CONCLUSIONS

The electronic structure data of MBrs where M=Nb,
Ta, and Ha show that HaBrs in some aspects continues the
regularities in properties within the group 5 (stabilization
of the pentavalent form, increase in ionization potentials,
energies of electronic transitions, crystal-field splitting, co-
valency) and that the properties of NbBr; and TaBr;
should be more similar than those of HaBrs. Besides the
nearly equal interatomic distances M—Br in MBrs niobium
and tantalum have similar effective charges (and Ha—
much lower) which together with increasing covalency
down the group results in the nearly equal volatility of
NbBrs and TaBrs. The low effective charge on Ha in
HaBrs and its high covalency indicate that volatility of
pure HaBr; should be higher than that of the analogs.

Concerning the interpretation of the gas-phase chro-
matography experiment’ the present qualitative analysis of
the interaction of the adsorbate molecules with the surface
can hardly explain the lower volatility of HaBrs molecules
compared to NbBrs and TaBrs. This could mean that the
probability of formation of other type compounds can not
be excluded. These possible cases will be analyzed in the
following publications.

Pershina et al.: Relativistic effects in element 105. |
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