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Statistical electron-density distributions and Thomas-Fermi-Dirac (TFD) screening func-
tions have been obtained for a total of 394 positive ions of elements having integral atomic
numbers up to Z=105, for 117 values of radial distance from the ionic center in each case.
For degrees of ionization 1 through 4, the starting values of Z are 5, 6, 9, and 10, re-
spectively. These solutions were calculated, in part, by using Thomas’ solutions of the TFD
equation in terms of the statistical electron distributions for nonintegral values of Z and

Jensen’s boundary conditions.

Values for singly ionized cesium and francium; doubly ionized

barium and cadmium; triply ionized lanthanum and actinium; and quadruply ionized cerium

and thorium are given here.

The complete set of tables for all 394 ions has been deposited

with ASIS National Auxiliary Publications Service.

I. INTRODUCTION

In a previous paper, ! statistical electron-den-
sity distributions and Thomas-Fermi-Dirac®~°
(TFD) screening functions were given for neutral
ground-state atoms having atomic numbers Z =2
to Z=105. In a very broad class of problems, ’—1°
however, a detailed knowledge of electron den-
sities and/or screening functions for ions (rather
than for neutral atoms) is required. In principle,
an exact quantum-mechanical solution of the many-
electron problem, in the presence of appropriate
nuclei, should furnish the desired data. In prac-
tice, however, such exact solutions, except for
the very simplest systems, are not presently
attainable.?® It is one of the salient features of the
TFD approximation that it turns this very obsta-
cle to exact solution, i.e., the many-body aspect
of the problem, the good advantage by treating
the atomic electrons statistically. Consequently,
(other things being equal) the resultant statistical-
density distributions can, in fact, be expected to
be the more realistic the larger the number of
electrons present.

In contrast to the simpler Thomas-Fermi (TF)
approximation, the TFD model does take electron

exchange effects into account and also minimizes
the spurious electronic self-interaction energy.*”®
In many instances, these distinctive features
render the TFD model decidedly more accu-
rate, 222 but the improvement is obtained at a
price. For, whereas the TF solution can be ex-
pressed in universal form, i.e., applicable to
all Z, the corresponding TFD problem must be
solved anew for each atomic and ionic species.
TFD solutions for neutral atoms have been dis-
cussed elsewhere, !’ 5—%,23726 golutions for posi-
tive®” ions of about one-quarter of the known ele-
ments and carrying various nonintegral net
charges® Z;, have been computed by Metropolis
and Reitz. 2¢ The most complete ionic solutions
published to date, however, are those given by
Thomas, ? using Jensen’s boundary conditions®
and covering degrees of ionization N=1to N=4.
While the N’s in the latter solutions are integral,
the effective atomic numbers Z associated with
these “ions” are not. To obtain the corresponding
values for the actually occurring ions, i.e., for
integral Z, four- or five-point Lagrangian inter-
polation is required if the accuracy of the ori-
ginal tables is to be preserved.? In view of the
overwhelming number (to 2 human computer) of
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operations involved in such interpolations (about
10%), even when applied solely to the determina-
tion of, say, the electron density distribution p
as a function of radial distance 7 from the ionic
center, this procedure is evidently carried out
best by machine calculation. Moreover, as
Thomas’ tables give the values of ¥*/% p rather
than the physically more interesting quantity p
itself, it is necessary also to divide out the factor
732 for each Z, N, and ». Lastly, solutions in
terms of the frequently useful® TFD screening
functions { are not given in Thomas’ work at all.
In conjunction with recent work on various
single-center properties®® of positive ions, as
well as on certain binary ion-atom and ion-ion
interaction energies indicated elsewhere,?! a
knowledge of the quantities p (Z,N,7) and
¥ (Z,N,r) was desired, and their calculation per-
formed on a high-speed electronic computer. It
is the purpose of the present paper to make these
solutions generally available for use in the many
areas, suggested above, in which the TFD model
of positive ions is applicable.

II. THEORETICAL BACKGROUND

The fundamental differential equation embodying
the TFD model is®?

VHV = Vy+1,2)=4no e[ (V- Vo+ 7202+ 7,3, (M.1)
where

Vo=[Z=N Je/r ]+, (IL. 2)
= (4Ka2/15Kke)”2= 0.225 08(e/a0)1’2, (I1.3)
xa=(%)(3/n)1/3 2-0,73856 ¢ , (11. 4)

- 2)2/3,2 -

Kk—(O.S)(31r) ea0—2.8712e2a0, (I1.5)
00=(3e/5xk)”2=0.095 52'7/((%10)3’2 , (II. 6)

and a,, e, N,, 7,, and V, respectively, denote the
first Bohr radius in hydrogen (a,= 0. 529 17 A),
the magnitude of the electronic charge, the num-
ber of electrons per ion, the radius of the TFD
ion (assumed to be spherically symmetric), and
the electric potential.

In view of (II. 1), along with Poisson’s equation

V2V =+ 4mep), (I.7)

where p is the number density of electrons, and
by observing also that V, and 7, are constants for
a given ion, it follows that

p=0,[(V=Vy+T2) 21, . (I1. 8)
The boundary conditions for Eq. (II.1) are
lim [#(V = Vy+72)] = Ze, (11.9)
-0
V=Vor1d), _, = @7, (I1. 10)
_ _ 2
and (—dV/dV)yzy =(Z Ne)e/r0 , (I1.11)

0

reflecting, respectively, the requirements that V
reduce to the proper Coulombic form appropriate
to the immediate vicinity of the nucleus; and that
both V and the electric field E = - 8V /07 be con-
tinuous at the ionic boundary » =7,. It may be
noted that the second of these three conditions,
i.e.,

Viry=(Z —Ne)e/ro (11.12)

may, with the aid of (IL. 2), be written as shown
in (II. 10).

For the electron density p, =p(7,) at the ionic
boundary 7, one finds from (II. 8), and using (II. 2)
through (II. 6), that

1 3_ 3
po= (K, /K,)?=0.0021275/a ", (I1. 13)

a value evidently independent of Z and of N, and
thus the same for all TFD atoms and ions. Fur-
thermore, in view of the constant terms appear-
ing on the right-hand side of Eq. (II.8), it follows
from the normalization condition

7o .
prdv = 47;[0 pridr =N, (1. 14)

(dv =volume element, Q=atomic or ionic volume),
that 7, must be finite, and thus p(») =0 when » >7,,.
In order to simplify the basic Eqs. (II. 1) and
(I1. 2), one customarily defines two dimensionless
variables, namely, a distance parameter

x=7/u (. 15)
and the so-called screening function®
Y(x)=(r/Ze)(V = Vy+732) (mm. 16)

with
uw= (411(70)_2/3e“Z""3 =0.88534Z71/3q,, (II. 17)
and a constant

Bo = Toln/Ze)? = 0.211 78223 (I1.18)

The fundamental TFD Eq. (II.1) then becomes

d%p/dx? = x[@/x)? + B, )P (I1. 19)
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with the correspondingly transformed boundary
conditions (I1.9) and (II.10) now reading

$(0)=1, (11.20)
W(xo) = 15 B5°%0 (.21)

where x,=7,/u. Letting primes denote differen-

tiation with respect to x, it can be shown that the

third boundary condition (II. 11), or the equivalent
Eq. (II. 14), can be written

X
z[° xy"dx=N, (11. 22)

whence, by partial integration and use of (II. 20),
one has

= 9(x) = [N/2) = plxo) /%, (11. 23)

where N=2Z —Ne (I1. 24)
again denotes the degree of ionization. In terms
of the new variables x and y, one finds from (II. 8)

that the electron density is
p(Z,N,7)=(Z/4npud)[@/x)"? + B, I

=(Z/4mud " /x, (11. 25)

and from (II. 16) that the electric potential is

V(Z,N,7) = (Ze/v)) + V= Ty (I1. 26)
where, in addition to the explicit appearance of Z
and 7, V, depends on N through Eq. (II.2); x de-
pends on 7 and Z through Eq. (II.15); the param-
eters B0, u depend upon Z through Egs. (I.17) and
(11.18); and finally, ¢ depends on Z, N, and 7
through Egs. (I1.19)-(11.21) and (II.23)

“Inverting” Eq. (II.25), after clearing constants
and simplifying, yields for the screening function

W(Z,N,7) = (r/Z)A(p"/*-B)?, (IL. 27)

where A = 3(37%)¥3, B = (375)7Y/3, (11. 28)
Equations (II.25)-(I1.27) constitute the main ana-

lytic results of this section.

III. DISCUSSION OF THE RESULTS

A. Electron-Density Distributions

Using as input, for each degree of ionization
N=1to N=4, Thomas’ data® for the “multiplied”
electron densities »¥2p corresponding to nonin-
tegral Z at 117 relative radial distances »/7,
ranging from 10-® to 1, a high-speed electronic
computer was programmed, first, to perform the
five-point Lagrangian interpolation (over Z) re-
quired to yield the corresponding multiplied den-

sity distributions »¥2p, as accurate as those in
the input, for integral values of Z. In order to

extract from these intermediate results the elec-
tron densities p proper (rather than the quantities
r%2p), the computer was further instructed to
divide out the extraneous factor »¥2, Lastly, to
further facilitate use of the final results, the 117
actual distances 7 (rather than the mere ratios
r/r,) were computed for each of the various
species of ions (Z, N).

Following Thomas’ work, 2 the density distribu-
tions determined here all go up to Z =105, in-
clusive. The starting values of Z, on the other
hand, vary with N. Specifically, as N takes on
the values 1 through 4, these starting values are
Z=5,6,9, and 10, respectively.

The results thus obtained for the statistical
electron-density distributions p as functions of
integral atomic number Z, radial distance », and
degree of ionization N, along with the correspond-
ing values of 7y(all in atomic units), are given in
Tables I through VIII. In accord with the pro-
cedure followed in the previous paper' (dealing
with neutral TFD atoms), electron densities of
only two representative elements for each degree
of ionization are given here in full. 3 Inasmuch
as this selection had to be made from among a to-
tal of 101 +100+97 +96 = 394 different kinds of
ions, a certain degree of arbitrariness in arriv-
ing at this selection was patently unavoidable.
Two criteria, however, were employed with a
view to optimize the usefulness of the eight cases
selected. (1) As is well known, the TFD model
applies optimally to atoms or ions possessing
closed-shell (or rare-gas) electron configurations.®
(2) As already mentioned in Sec. I, the larger the
number of electrons present, and hence the more
difficult the exact quantum-mechanical determina-
tion of p, the more realistic is the statistical ap-
proximation. Accordingly, from among each of
the four N groups, only the two heaviest ions with
closed-shell electron configurations were selected:
Cesium (Z =55) and francium (Z = 87) for N=1;
barium (Z =56) and radium (Z =88) for N=2; lan-
thanum (Z =57) and actinium (Z = 89) for N=3; and
cerium (Z = 58) and thorium (Z =90) for N=4. For
reasons pertaining to the internal operation of the
high-speed computer, the values of 7, p, and
each had to be printed out in “floating - point”
form, with the symbols E +ab or E —ab signifying
that the decimal fraction immediately preceding is
to be multiplied by 10ab or 10-ab, as the case
may be.

The accuracy of these results was checked in
two ways. The first of these consisted in com-
paring the value of p(»,) in each case with the
standard value®® 0. 002 1275/a,°® of Eq. (II. 13)
above. This procedure showed complete agree-
ment to three significant figures in practically all
cases, with the largest error in the third signifi-
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TABLE IX. Magnitudes (in %) of maximum discrep-
ancies Ap (max) between electron densities interpolated
by hand and by machine, respectively.

N 1 2 3 4

Ap(max), % 0.367 0.470 0.541 0.781

cant figure not exceeding unity, or an error € of
less than ~0.5% in the density p(r,). A similar
error estimate was obtained by means of the
second method, which consisted in interpolating
“by hand” at some 12 judiciously selected points
within each N group and comparing the results so
obtained with those provided by the machine. The
maximum discrepancies | Ap(max)| thus found
are shown in Table IX. [The author has no ready
explanation for the observed monotonic increase
of Ap(max) with N.] We do note that the maxi-
mum value of Ap for all N is less than 0. 8%.

B. TFD Screening Functions

From Eqs. (II. 27) and (II. 28) we have, to five
significant figures, that
$(Z,N,v)=4.1854(r/Z)(p*/>- 0.10289)?,  (III.1)
where 7 is in atomic units (a,=0.52917 &), and p
is in units of @,~%. Using Eq. (III. 1) along with
the densities p determined as described above,
the high-speed computer was also programmed to
calculate the values of the TFD screening function
¥ at the same 117 radial distances 7 that were
used above in conjunction with the tabulation of
p(Z,N,r) and for the same 394 different types of
ions. The results for the eight elements selected®
are also recorded (to save space) in Tables I
through VIII.

Accuracy of the y values was tested, firstly, by
checking how closely they satisfied the two bound-
ary conditions (II. 20) and (II. 21); and secondly,
by “hand calculating” carefully chosen values of
Y at some eight points within each N group, or at
a total of ~ 32 points. Inspection of Tables I
through VIII shows that condition (II. 20) is satis-
fied accurately to within at least three significant
figures, thus making the error in $(0) less than
~0.04% for all (Z, N) here considered. Essentially
the same is found to hold with respect to condition
(II. 21). The results of checking the § values by
means of the second method stated above are sum-
marized in Table X. [Nosimple explanation is ap-
parent for the observed monotonic decrease of
Ayp(max) with N, ] It is seen that the maximum
value of Ay does not exceed 0. 02%.

C. Some Applications

Combining some of the analytical results of

Sec. II with the appropriate numerical results of
Sec. III, some problems of considerable current
interest, 3~ 3% whose quantum-mechanically exact
solutions are entirely impractical, can be solved
with relative ease (but, of course, at the expense
of reduced exactness). For example, from Eq.
(11. 26), and using also Eqs. (II. 2)and (II. 3)we have
Z- Ne 1

Z
VEN = S

r<r, (IIL2)

where the units of V are e/a,(=27.210V). In this
approximation, the interaction energies U(R) for
binary systems comprising a TFD ion or atom
(characterized by given Z and N) and a completely
stripped ion of nuclear charge Zg is

U(Z,N,R;Z)=Z V(Z,N,R), R<R; (UL3)

0’
where R here denotes the distance between centers
of the interacting atom-ion or ion-ion pair, and
Rg=7(. Specifically, for a proton, Z4=1; for
an ¢ particle, Z; =2, etc. Keeping in mind the
nature of the model on which Eq. (III. 3) is based,
it is at once apparent that, other things equal,
(I11. 3) will apply optimally (i) in the presence of
an electron-rich atom or ion [Ne =(Z - N) large];
(ii) in a situation in which distortion of the ionic
(or atomic) electron cloud is negligible; and (iii)
when R <R,. This is so because for R=R,,

V=(Z -Ng)/R, and this latter expression clearly
underestimates the exact (quantum-mechanical)
potential since ions (or atoms), in fact, do NOT
possess sharply defined finite “boundaries” at 7,,.
Using the screening functions y, determined as
described in Sec. III B, the potentials V and the
corresponding quantities U(Z, N, R; Zg) with Zg
=1 and 2, respectively, have also been obtained®
by the writer for the 104 neutral atoms as well as
for the neéarly 400 ions discussed in Sec. III A
above.
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TABLE X. Magnitudes (in %) of maximum discrep-
ancies AU(max) between screening functions calculated
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N 1 2 3 4

[A¥(max)|,% 0.0200 0.0153 0.0145 0.0139
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