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ABSTRACT

With the nodeless wave functions of Guillemin and Zener, the method of Heitler
and London is applied to determine how two normal lithium atoms, and also two nor-
mal beryllium atoms, influence each other (as a function of the distance). For the di-
atomic lithium molecule in the ground state, the equilibrium distance is calculated
to be 2.4A, and the heat of dissociation to be 1.09 volts. The experimental values are
2.67A (Harvey and Jenkins) and 1.14 volts (Loomis and Nusbaum), respectively. Two
normal beryllium atoms repel each other.

N ACCURATE determination of the heat of dissociation and of the
equilibrium separation of the nuclei in a diatomic molecule demands, if
one uses the method of Heitler and London,! that the eigenfunctions of the
individual atoms be known to a high degree of precision. Guillemin and
Zener,? and later Zener® have succeeded in finding eigenfunctions for the
atoms in the second row of the periodic table (starting with lithium), which
are simple in form and give a quite accurate value for the ionization potential.
This indicates that the valence electron is represented quite well, and that
one should expect these eigenfunctions to be suitable for use in calculating
the molecular constants.

In the present paper, we have made use of such functions. The first part
is devoted to a revision of a calculation made by Delbriick,* who used atomic
functions which gave a value of 3.9 volts for the ionization potential of
lithium, as against the experimental value of 5.37 volts. In the second part,
we investigate the interaction of two beryllium atoms, each in the normal
state at infinite separation.

I. MoLECULAR CONSTANTS OF LI,

Since Delbriick? has shown that the K-shells make only a very small
contribution, we shall neglect them entirely. Accordingly, the lithium prob-
lem reduces to one which is analogous to that treated by Heitler and London,!
the only difference being in the form of the atomic wave functions. We shall
calculate (a) strictly along the lines of Heitler and London, using “nonpolar”
wave functions, i.e., those which allow only one electron on each atom at
infinite separation, and (b) according to the modification made by Slater,?
which admits wave functions with two electrons on one atom and none on
the other (corresponding to Li~ and Li*, respectively).

1 W. Heitler u. F. London, Zeits. f. Physik 44, 455 (1927).
2 V. Guillemin u. C. Zener, Zeits. f. Physik 61, 199 (1930).
3 C. Zener, Phys. Rev. 36, 51 (1930).

¢ M. Delbriick, Ann. d. Physik 5, 36 (1930).

5 . C. Slater, Phys. Rev. 35, 509 (1930).

1615



1616 J. H. BARTLETT, JR. AND W. H. FURRY

Unless otherwise stated, the notation used throughout this paper will be
the same as that used by one of the writers previously.® For s electrons, a (1)
will denote the wave function describing electron 1 on nucleus a.

We shall use the nodeless functions, namely

a(l) = caje™*n/? etc.

(a) Calculation with nonpolar wave functions only
The zeroth approximation functions are:

SV = a(1)b(2) + a(2)b<1)
F(AN) 1 = a(1)b(2) — a(2)b(1).

The energies are:

J+ K
PN =Ty
J—K
3P(AN): E = TS

where
J = t‘ml?’[a(l)]ﬂ[b(Z)]2dv1dv2

K = bf‘IZ’a(1)b(1)a(2)b(2)dv1dv2

s1e = fa(l)b(l)dm

2 2 2 2
H =—+4—————
R 7 a by

These energies are relative to the energy at infinite separation.
Writing

[ = (o)) o

~.
It

~
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fiﬂmmmmwmw

I = fzz— [a(1) |2dv:
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6 J. H. Bartlett, Jr., Phys. Rev. 37, 507 (1931).
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we have

2
J=——2I+j
= J

2
K=—8-—251"2"+ k.
R

For the normalization, 2w¢?/k*=1/48. From the previous paper,®
J=(4/9) (i1 + i5) + /9.
Making the transformation
a=(R/2)N+w), b= (R/DN — ),

and using Neumann's expansion,

2
k= f'— C4d1dzb1b26_("/2)(a1+bl+aﬁ+b2)d7)1d‘7)2
r

4 d A Ag
=*I€' 27 §D70P7<)\Z>Qr< )\1>PT(M1)P1(M2) '64(R/2)10()\12—1112)2()\22—#22)2.

e~ rth) [2g\ 1d)\2d/.l,1d}£2 .

The possible values of 7 are 0, 2, and 4.

Y
EO = (a/2)%(x/288) f QO(;) =20 2/34) (st — 20234 1) e Ot 24N d,
1

= (@/2)°(x/144) {50(44) — (D) [50(24) + 50(42)] 4 B)[50(04) + 50(40)]
— (2/13)[50(02) + 50(20)] + (4/9)50(22) 4 (1/25)56(00)}

where$
0 )\1
sr(m, n) = f 0 (Np)ea/2N N, - f e—aral 2\,
1 1
and
a = kR.
Now let
* e )\2 )\1
v, (m, n) = f d)\lf anQ, PT( IR WP WL
1 1 M Ao

In particular,
va(m, n) = (3/2)[sa(m, n + 2) + s2(n, m + 2)]
= @) [s20m, n) + 53(n, m)].
Then
B = (a/2)%(x/90){(1/9)2(22) — (2/21)2(20) + (1/49)25(00) }.
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For a=35, one finds 2 =0.1876«¢ and £2® =0.0012«, so that the latter
contribution is almost negligible.

We shall omit the further details of the calculation, which is quite easy,
and give the results.

TaBLE 1. Integrals and energies.

a a=3 4 5 6 7 8 9 10
s 0.7916 | 0.6642 | 0.5316 | 0.4061 | 0.2968 | 0.2081 | 0.1405 | 0.0914
I/x .4468 .4022 .3564 .3138 L2772 .2463 .2206 .1995
I'/k 4324 .3835 .3289 .2738 2221 L1761 .1368 .1045
j/x .3367 L3177 .2969 .2746 .2527 .2316 2121 .1948
k/x .2856 .2379 .1888 .1432 .1022 .0714 L0477 .0302
13 /k .0858 |[—.0251 |—.0614 |—.0641 |—.0548 |—.0400 |—.0267 |—.0173
32/ .316 .203 .133 .0854 .0555 .0332 .0194 .0116

With a value? of k=1.26, the equilibrium distance is found to be 2.4A and the
heat of dissociation is 1.09 volts. This is to be compared with the experimental
values of 2.67A and 1.14 volts, respectively.”® Delbriick obtained values of
4.6A and 1.4 volts, which indicates that the atomic wave functions did not
describe the behavior of the valence electron over a sufficient range. This is
traceable to the fact that he used a wave function with a large radial node,
while we have used a nodeless function.

(b) Calculation with polar wave functions included

When we allow the possibility of two electrons being on one atom, then
we have four possible resulting states. The wave functions are

N O R NORCIOR IO
’ 2a(2) + 0.(2) ap(2) + B5(2)
AY = aa(1) + ba(1) ag(1) — bp(1)

@a(2) + 0a(2) ap(2) — bs(2)
av gy = | D) = B as() + bs(D)
0a(2) — ba(2) ap(2) + bs(2)

, ] aa(t) = ba(1)  as(1) — bs(1)
BT T - 5 as(@) — b2

orientations.

where « and 3 specify the two possible spin
The function ¥, will give an approximation to the normal state, but the
state represented by ¥, can exert a perturbing effect, so that the correct zeroth
approximation to the wave function of the normal state is a certain linear
combination of y¥; and .
The secular equation is
Hy — E Hy,

Hi Hy — E

7 A. Harvey and F. A. Jenkins, Phys. Rev. 35, 789 (1930).
8 F. W. Loomis and R. E. Nusbaum, Phys. Rev. 37, 1712 (1931).
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where
f%*thdv f\ﬁz*H\ﬁzdv
Hyy=——; Hyy=——""7-—
ﬂ vr |2do f| ¥s |2dv
and
fz/zl*H%dv

s =

[ﬂ Y1 |2do- ﬂ ¢2|2d”]1/2'

there being no off-diagonal term containing E as a factor, because the wave
function ¢+ b is orthogonal to a —b.
Let us now abbreviate as follows:

]

f [a(1) ]2[a(2) J2(2/r)do

i = f [a(1) %a(2)b(2) (2/r)do

Hea® = (24— - 2oLy 2y 2) (1d(2)
= — - et — s e e —_— — C
¢ R 712 ay Qy by b C1 ds
2
L= fH’[a(l)P[a(Z)Pdv ==~ 2 + i
2
J" = f a(1)a(2)H'a(1)b(2)dv = ES”Z — SV — I "
2L + 27 + 4K "
Hy = 2Ey+ iy &
(2 + 251/2)2
2L + 2J + 4K — 8J"
Hy = 2F
22 0+ (2 _ 251/2)2
_ iz
"o = 8)

It is to be noticed that in addition to the “coulomb” and “exchange” in-
tegrals we have a new integral typified by J’’. This keeps appearing in the
subsequent calculations, and is in general of the same order of magnitude as
the other integrals.

Q= f [o() P a( 22/ )b = lim f [o(1) 12[5(2) |2(2/r)do
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= 64{8—:‘-f a2e=*[ys(ka) /xa + F.;(Kd)]d‘l)}

K
= (x/288) {247y — 24T'4/2% — 18T'/25 — 6T¢/2° — I';/27}
= .3633«.
If x = 1.26, i = 6.2 volts.

This value of 7 is larger than the ionization potential of lithium, which would
indicate a negative electron affinity. No accurate calculations of the electron
affinity of lithium have been made.
Calculation of "'

We may calculate j'' in two different ways, and thus obtain a check. The
first way is direct, and the second requires the Neumann expansion. Here we
give only the first method.

"= [ @maeum le@as

= (8rct/kY) fabe“"(““m{ys(m)/xa + I’4(Ka)} -(2m/R)adabdb.

= _ r3<“_+_y>}
2 2

7" = (12872%*/ax®) j; yZdye‘y/Z{%(y)/y + 1’4(y)}{1‘3a

Setting v = ka,

R+a
f Bdbed? = (2/K)s{r3
|

R—al

= <1287r2c4/ax9>[ f yay{vs(y) + Ta(n) }e = {a0 — a1y + azy?}
0
+ [ sdye ) + oTd) et (b + by + bay?)

= f ydye{vs(y) + yTa(y) }e*{ao+ ary + a2y2}]
where 0
do=2+a+a?t ar=1+4a/2 ay=10b=1%
bo=2—a-+a*4 by=1—a/2.
The calculation gives:

' =TI = — (x/72a){2e72/2(134.01 — 56.531a + 13.31250?)
— 32e-a12[(a/2)"(4s — 245 + Ag) + (0/2)%(As — 444 + 345)
+ (a/2)3(A4/2 — 345 + 944/2) + (/2)4(345 + 34,)
+ (a/2)3(34; + 641) + (a/2)?-641]a
+ 32¢2/2[(a/2)"(4s — 245 + As) + (2/2)%(545 — 844 + 345)
+ (a/2)5(12.544 — 1545 + 4.545) + (a/2)4(1845 — 1542 + 341)
+ (0/2)3(1545 — 641) + (a/2)% 641]2a}

I
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where the subscript « after the bracket indicates that the 4’s inside have a as
an argument.

TasLe II.

@ a=3 4 5 6 7 8 9 10
7"/ 0.3155 | 0.2834 | ¢.2482 | 0.2124 | 0.1762 | 0.1426 | 0.1132 | 0.0876
L/« L1364 .0589 .0505 .0690 .0946 .1207 .1443 .1643
J" [k .0787 |—.0204 |—.0489 [—.0490 |—.0413 |—.0318 |—.0230 |—.0167
J/k .1098 .0133 |—.0159 |—.0197 |—.0160 [—.0110 |—.0069 |—.0042
K/x .0439 |—.0550 |—.0782 |—.0704 |—.0550 |—.0373 |—.0236 |—.0147
(Hu—2E)/x .0908 |—.0181 |—.0531 |—.0536 |—.0412 |—.0217 |—.0004 |4 .0188
(Hz2—2E)/x .7888 .6392 .5028 .3972 .3229 L2745 .2331 .2029
Hiyy/x .0639 .0679 .0708 .0747 .0786 .0832 .0880 .0928
13 /k .0850 |—.0250 |—.0620 |—.0657 |—.0574 |—.0435 |—.0298 |{—.0194

The 'Z state referred to in Table II is the nonpolar one. It is seen that the
two methods (a) and (b) of calculating the molecular constants lead to prac-
tically the same results. In what follows, we shall calculate by method (a).

II. INTERACTION OF Two NORMAL BERYLLIUM ATOMS

There is but one possible state for the molecule when the two atoms are
each in a 1S state, and that is the ! 2 state. We assume the wave function to be

Y = ;(*)”PPaa(l)aa(2)ba(3)ba(4)

where P refers to a permutation of 1, 2, 3, 4 and o, is the order of P. The
energy is

f Y Hydy

=
f Yy

where

4 8 4 4 4 2
= ZA,;+—E— > (~+~>+ >
=1

i=1 \@; bs i<i Vij

Then
| [ Z(—)“r'P'aa*(1)aﬁ*(2)ba*<3)bﬁ*<4)] H[ 2 (- )"p"P"aa(1)ae(z)ba<3)b3<4)] d
_ P Pt

I S ()PP o Das b ) | [ == ¥ P (sl | o
P P

Summing over P’’, and setting P=P’P’'~!;

| Zerrar @@ | alama@s @
.o | .

[ [ g(—)vppaa*u)aﬂ*(z)ba*(sm*(@]‘ [2a(1)a5(2)ba(3)85(4) ]dv
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Splitting off the unperturbed energy,

f [ Z(—)""Pda*(l)aa*(2)ba*(3)be*(4):|' H'[ aa(1)a5(2)b4(3)bs(4) |do
E— Eo = r

f[ ;(—)””Paa*(l)aa*(i’)ba*(3)bﬂ*(4)1~ [aa(1)a5(2)ba(3)b5(4) Jdv

where

2 2 + 2
R b,’ a; ¥i;
The condition of spin orthogonality gives nonvanishing contributions

from P=1, (13), (24), (13)(24) only. The contributions to numerator and
denominator of the expression for E—E, are:

P Numerator Denominator
1 47 1

(13)=(24) —K—28112]" —SJ -S

(13)(24) 4SK .
Then
g AU +SK) — 2K +57) — 4t
0 1 = 5)°
@« | =3 4 5 6 | 7 | 8 9 10

13/« | 0.840 | 0.58 | 0.392 0.251’0.162‘0;099 0.058 | 0.028

The 12 state is seen to be a repulsive one.

DiscussionN

The calculations for lithium show that good results may be obtained with
simple wave functions. The success here justifies, we believe, the use of sim-
ilar functions in the more complicated problems.

One would expect that two normal beryllium atoms would behave toward
each other as do two normal helium atoms. This expectation is given support
by our calculations, which show that the resulting molecular state is repul-
sive.

However, it is not at all obvious that two beryllium atoms, one of which
is in the normal state, and the other of which is in the first excited state,
should repel each other. The character of the states resulting from this con-
figuration will be determined in the concluding installment of this paper,
which is to follow shortly.



