Molecular hydrogen crystal in the multiparticle approximation
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The valence-band method is used to calculate the energy of an n-atom (n = 38) system of hydro-
gen molecules located in an a-nitrogen-type lattice of solid molecular hydrogen at densities in the
region of the metal-insulator phase transition. The limits of applicability of the approximation

based on the cluster expansion of the energy, with allowance for three-particle interactions, are

estimated.

PACS numbers: 31.70.Ks

An important factor in the problem of hydrogen metal-
lization under strong compression is the properties of the
molecular phase that is the precursor of the metallic state at
low pressures. It is precisely the large uncertainty in the
equation of state of the molecular crystal which causes for
the most part large discrepancies in the predicted pressure of
the transition from the molecular to the metallic phase. The
general assumption in the study of the molecular phase is the
paired character of the interaction of the molecules that
make up the crystal. This leads to the four-electron problem,
the solution of which is the subject of many papers.'~” Since,
however the proposed phase transition takes place in the
region of an appreciable compression of the crystal (its den-
sity increases tenfold compared with the crystal density at
zero pressure), it becomes clear that the use of the approxi-
mation of pair interaction of “bare” molecules in the entire
interval of the investigated densities is not sufficiently well
founded. At densities of interest for the investigation of the
phase transition, a larger role is assumed by the multiparticle
effects. It was indicated in Ref. 6 that the non-additive three-
particle interaction of hydrogen molecules increases when
the distances between them are decreased. In the study of the
non-additive interaction of three hydrogen molecules one
encounters a six-electron problem. The energy of a molecu-
lar hydrogen crystal having the structure of a nitrogen was
calculated at zero temperature in Ref. 8, using the cluster
approximation and considering clusters consisting of three
molecules. The energy of a three-molecule cluster was calcu-
lated by the method of valence bonds with account taken of
all the covalent and of the most important singly, doubly,
and triply ionized structures. It was shown that allowance
for the non-additive three-particle interaction leads to a low-
er energy than the pair-interaction approximation, and this
leads correspondingly to a ‘“‘softer” equation of state, i.e., to
weaker increase of pressure with increasing density than in
the case of pair interaction. At specific volumes less than 20
a.u./atom, an important role is assumed in the cluster ex-
pansion by clusters consisting of a large number of mole-
cules, and this limits the applicability of the three-particle-
interaction approximation. The present paper deals with the
molecular phase of hydrogen at high densities, including the
indicated region where multiparticle effects become sub-
stantial.

449 Sov. Phys. JETP 57 (2), February 1983

0038-5646/83/020449-04$04.00

MULTIELECTRON WAVE FUNCTION

The considered region of the specific volume (10-50
a.u./atom) corresponds in the case of a lattice of the a-nitro-
gen type to nearest neighbors separated by distances larger
by 2—4 molecule sizes. We construct therefore the multipar-
ticle wave function with localized atomic orbitals, using the
valence-bond method. In this case the relatively large inter-
molecular distances, compared with the distance between
the nuclei in the molecule, allows us to confine ourselves to
only one valence structure corresponding to the bonds pro-
duced between electrons localized on one molecule, and neg-
lect the bonds between electrons of different molecules. The
normalized electron wave function of the ground state can
then be written in the form

w(1,2,...,2N= (=m

sy, SNkl

X det{4 “BmMA,By . AN‘NBN_‘N};

A+=0(Ir—A4]) (t) Bi'=¢(Ir—B,) ((1)) ()

Here 4, "' is the spin orbital localized on the nucleus 4
of molecule 1 and corresponding to a spin z-projection equal
to + 4; B, 'is a spin orbital localized on nucleus B of mole-
cule 1, with a spin z-projection equal to — §; n_,_is the num-
ber of s equal to + 1 (the number of spins on the orbitals
centered on the nuclei 4 and directed upward); N is the num-
ber of molecules.

To simplify the calculations that follow, we consider a
system of orbitals {®;, @;} (i = 1,2,..., N ) such that

<(I).l(D,)=((D.l(p1>=(tp,l(p,>=0, i?e]',
(2)
<(Di|(Pi>#=0.

This means that the atomic orbitals belonging to different
valence bonds are orthogonal to one another, but the overlap
integral of the orbitals of one bond differs from zero. This
corresponds to the known Harley-Lennard-Jones-Pople ap-
proximation for molecules.
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CONSTRUCTION OF SYSTEM OF ATOMIC ORBITALS

We shall construct the required system of atomic orbi-
tals {®,, @, } out of initial Slater 2s orbitals, which we divide
into two groups, {a;} and {b; }, corresponding in the a-ni-
trogen lattice to the lower and upper nuclei in the molecule.
We orthogonalize any one of these groups, say {a; }, by Léw-
din’s method. We obtain a system of orbitals { @, } localized
on the lower nuclei of the molecules:

N
O,= ZD‘,a,. (3)

Here D is the square root of the matrix inverse to the overlap
matrix a of the atomic orbitals {a, }:

(Ad)y=(ailap, D=A".

At the specific-volume values considered by us, the off-diag-
onal elements of the matrix 4, are small compared with the
diagonal ones. The system of orbitals {®, } is orthonorma-
lized:

(O, O>=04. (4)
We form now a second system of orbitals {@; } localized on

the upper nuclei of the molecules. This system of orbitals
should satisfy the conditions

(q)tl(pj>=6ij, <(ps|0;>=0, i, «P‘Ioi)a&o- (5)

We shall construct the system {g; } out of {b, } and {®, }. To
this end we seek @, in the form

q>1=br*' A, Q.. (6)
We have left out of the sum the term with i = 1, i.e., the
function a, does not take part in the formation of the orbital
@:. The orthogonality condition (5) for the function ¢, takes
the following form:

(@] @>=0, j*=1. (7

Substituting here @, from (6) we obtain for j# 1
b, @+ ZA._i<milm,>=0.

ot
Hence, since the functions { P, } are orthonormal, we obtain

A4, =—<b,|0p, j#*i. (8)

We construct now the functions ¢, @,,..., @ . We seek the
function @, , , in the form
1.3
Prs1=bpyst+ ZBHL@"*' 2 App1mOm. 9)

i=q makR41

The following system of orthogonality relation holds for the
function @, ;

<(P*+ilq)i>=0| ]=19 2’ . ..,k, (10)
(Pas1 | PP=0, j=1, 2,...,N, j*k. (11)

The condition (10), with allowance for the function ¢, , , in
the form (9) yields (j = 1, 2,..., k)
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.3
Copprl @2+ ZBHL-'(‘PJ%)"" Z App1,m<Dml > =0.

fomi Makk+1
Hence, recognizing that forj =1, 2,..., k
$Pi| P =< ;] 9785, < Dm| @ =4D;| 96 ms,
we obtain
Cnes | @2 +Brss, K@;| @0+ 4ns, K 0|9 =0, (j=1,2,...,k).

(12)
Relation (11) yields for j#k + 1

R
YBeicotopt ¥ mconlop=0.  (13)
M—

i=1 makk+1

Copg OO+

Forj =1, 2,..., k these equations take the form
<bk+l{®j>+Bh+i,j<q)i|(Di>+Ah+l,j=0' (14)

Solving (12) and (14) simultaneously, we obtain (j=1,
2,... k)

byl @2 <yl D> —<Cbuyd | B < 5
(@il > —< sl @ <Dyl @y ’ (15)
(b,..,..]0,)(®,~|q>j>—(b,.+,|(p,»>
(qa,|(p;>—(q),|0,>(®,l(p,) )
Equations (13) reduce forj =k + 2, k + 3,..., N to

<bh+1|®i>+Ah+i,j=O-

Appr=

Byy,i=

From this we get

Argy, =—Cbrss | @D, j=k+2, k+3,...,N. (16)
Equation (9) together with (15) and (16) yields a recurrence
relation for the function @, , , in terms of the functions ¢,
@2,-» @i and the function {®P; }. We now express the func-

tions {@, } in terms of the initial systems of functions {a, }
and {b; }:

Q= ZN‘P‘,aﬁ Z",Q.,b,. (17)

Jumq l==1

Here P and Q are still undetermined N X N matrices. We
introduce recurrence relations for the elements of the matri-
ces P and Q. From (6) we have

Qu=b,t 2A1,1¢1=b1+ Z"' Z‘Ameﬂ;-

fykd Jumi imki
It follows therefore that

Py= ZAMD,,, j=1,2,...,N,

ket

Qu=1q

(18)
QuéO, i='21- oo vN-

Substituting @, from (17) in expression (9) for ¢, . ,, we ob-
tain
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Pr41= ﬁ (ZhBH-lJP ut Zﬂl Ah+i-mDMI)al

jeumi  femi Mt
Mmukk+ 1

+ i (28,+,_,Q,,)b,+ (n+ 23.,,‘,‘0.,.“)1;"..

lemi T femi
lukht1

We have thus obtained the following recurrence rela-
tions for the elements of the matrices P and Q:

3 N
Ph+l.1=2 Bu+mpa+ Z Ah-i-l,mDmh

[T Mt

MR+ (19)

' A
Qrir= Z By Qu, jFkH1,

Ty

)
Qu+1,h+1=1+ EBJ.M,-'QQ“-

{ami

Together with expressions (18) for the elements of the first
rows of P; and Q;;, they enable us to determine the elements
of all the rows of the matrices Pand Q from the coefficients 4
and B. In our case, in accordance with Egs. (15), these coeffi-
cients are expressed in terms of the functions {®; } and (¢; }.
We express them in terms of the initial sets of orbitals {a;
and {b, }. We introduce in addition to the overlap matrix 4,
of the orbitals {a;} the overlap matrix 4,, of the orbitals
{a;} and {b; ] as well as the matrix 4, for the overlap of the
orbitals {b; } with one another, so that

(Aw) y=Ca:|bp,  (As)y=<bi|bp, (20)

Substituting in (15) the functions { ®; } and { ®; } from (3)and
(17), respectively, we obtain forj =1, 2,..., k
4 _ [PA.{*'QA;],‘J;.H [D (Aapr'*'AubQT) ])4
M IPAP H2PALQ QA 1~ {ID (AP +AuQ") 14}
—[DAw]ips1 [PAP+2PALQ™+QAQ" ] ;5 21)

[DAuw)ine:1 [D(AP™A0Q7) 1ii—[PA0stQAs ] 041
[PAP+2PAQ™+QAQ 1 {[D (AP™+A0Q") 14}’
and forj=k + 2,.., N

Anes, 7 =—[DAc]j, r41.

Biy1i=

(21')

Here P T is the transpose of the matrix P. It is necessary to
add to Eqgs. (21) the value of 4, ;:

A, ;=—[DAn] s, j7#1, (22)

Now, knowing P, Q, 4 and B on the k-th step, we deter-
mine on the next (k + 1)st step first 4 and B from (21), and
from them next P and Q. It will be more convenient to use
hereafter the functions {@; normalized, just as {®; }, to uni-
ty:

(@i ;> =0y
We normalize the functions {g; } by introducing in place of
the matrices P and Q the matrices 7% (= 1,2):

Ty =Pyl ([PALP™+2PALQ™+QAQ] ) ",
T=Qul ([PAL™+2PALQ™+QAQ™] ) ™.

(23)
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We also introduce a common symbol ¢* (a = 1,2) for the
orbitals {a, } and {5, }:

bi=c?. . (24

1
a;=c¢;,

The orbitals {@, } can now be written in the form:
Q=T ‘ (25)
(summation is carried out over a and j).

ENERGY OF FACE CENTERED CUBIC LATTICE

The Hamiltonian of a system of N hydrogen molecules
has in the Born-Oppenheimer approximation with secured
nuclei the usual form

PR 1 ’
H= _TZV‘Z—Z |l'i—R,-|_x +?2 'ri—rj‘_‘

i=1 i

1 ’
+_.2_Z IR—R;I-", (26)

where r; and R; are the coordinates of the electrons and of
thenuclei (i = 1, 2,..., 2N ). The nuclei make up a lattice of a-
nitrogen type, in which the centers of the molecules consti-
tute a face-centered cube, and the molecular axes are direct-
ed along the body diagonals of this cube.

Calculating in the usual manner the mean value of the
Hamiltonian (26) in a state with wave function (1),
E=(Y|H|¥)/{¥|¥), we obtain

E=E+E,"+E,*, (27)
where

N .
E'=Z (14+82) " {Dim[ Din (| @n) +28:T1n% (amlc,®) ]

=1

'i-‘T’(maI'('nﬂ (cm‘l'cnﬁ)

FDinT i [DinT 1% (@matal c%cs?)

FtTw"Dip(amea®laye) ]} (28)
is the sum of the renormalized energies of the individual
molecules,

Ej= Z (1+82) 1 (1+S32) ~*{DimDin [ D1pDjq (amanl aza,)
i<j
+T35' T (aman | cp'cg’) 1+ Tim®T'if [D;xD;, (em®ca?laza,)

+T3'Ti" (em®enPlep7¢”) 1428 DimT 10 [ DipDisq (amen®l asay)

+ijTqu° (amcnﬂ I c,’cq°) ] +2SijmTjnﬂ [DipDiq (amcnalapaq)

+T(p1T{q° (a,,.c,.“l CpTqu) ] +4SiSjDimTfnsDjijq6 (amcna I apcqo) }
(29)

is the renormalized energy of the direct interaction of the

molecules, and

E, = — ;—Z (1+82) -t (1+87) {DimDip[DjnDiq (amanlapaq)
i<j
+ TP T8 (amca?l apey®) 1 Tim® Tip [ DinDig (Cman | c5'a,)
+T:’n§qub (cmacﬂB [ cpche) ]+2S(D(mT‘qo [DinD:'P (aman I apch)
+ TP Tsp" (ameabley7e) 128D imT s° [ DinDip (amtnlascs’)
+ TP " (aan‘i | CpTCqb) ] +2SiSjDimTiq° [TjnBDjp (a,,.c,.“]apch)
+D T3 (amanlesTe’) 1} (30)
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FIG. 1. Energy of molecular and atomic phases of solid hydrogen: 1—
energy of n-atom cluster of molecular hydrogen (n = 39); 2—energy of
atomic phase 11; dashes—common tangent to the two curves.

is the renormalized exchange interaction.

In (28)—(30) summation over repeated indices is implied
throughout.
Here

Si=<(; l Q0 =Dn Tt | c.®

is the overlap integral of the orbitals @; and g,

(%l%)=<%| ——;—V’—Z |r—R,I“| a,.>
;

is the single-electron matrix element, and
(@mtalapa,) =j am(1) an (1) ria—tap (2) 2o (2) d*1 d°2

is the two-electron matrix element.

In this paper the initial atomic orbitals {a;} and {5, }
were taken in the form of a linear combination of two Gaus-
sian 1s functions with the expansion coefficients obtained in
Ref. 9. Equations (28)—(30) were used to calculate the energy
of a system of molecules located in two coordination spheres
(N = 19). The results of the calculation of the energy as a
function of the specific volume of the crystal is shown in Fig.
1. The same figure shows the metallic-phase energy calculat-
ed by perturbation theory,'®!! and this enables us to esti-
mate the pressure of the transition from the molecular into
the metallic phase, namely ~2 Mbar. The binding energies
of both phases were reckoned from the free molecules and
referred to one atom. The energy of the molecular phase,
obtained in the multiparticle approximation considered
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FIG. 2. Dependence of the pressure of the molecular phase in the volume:
1—result of present paper, 2—experimental curve.'?

here, is in good agreement with the energy calculated in Ref.
8 in the three-particle-interaction approximation at a specif-
ic volume of the crystal larger than 30 a.u./atom. We can
therefore conclude that the description of molecular solid
hydrogen is adequately described in this region by a cluster
expansion with three-molecular clusters taken into account.
Numerical differentiation of the dependence of the energy
on the volume in Fig. 1 yielded the dependence of the pres-
sure on the volume. The corresponding curve is shown in
Fig. 2 together with a number of points obtained in a recent
precision experiment'? in which molecular hydrogen was
strongly compressed at low temperature (T = 5 K). The two
curves are in good agreement.
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