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The relativistic random-phase approximation is generalized to describe excitations of an
atomic system having a multiconfiguration ground state. The response of such an atom
to an imposed harmonic perturbation is determined by applying the time-dependent varia-
tional principle to a multiconfiguration wave function constructed from Dirac orbitals.
Terms in the wave function independent of the external field lead to the multiconfigura-
tion Dirac-Fock description of the ground state. Terms proportional to the external field
lead to a multiconfiguration generalization of the relativistic random-phase approxima-
tion. For the special case of an atom having a ground state with two electrons coupled to
J =0 outside of closed shells, we write out in detail equations for the configuration
weights and for the electronic orbitals. These equations are expanded in a suitable basis
to give expressions for the excitation probabilities. An angular momentum analysis is
carried out leading to a set of coupled algebraic equations for the configuration weights

and a set of radial differential equations for the electronic orbitals.

I. INTRODUCTION

The relativistic random-phase approximation
(RRPA) has been employed in the recent past to
describe photoexcitation and photoionization pro-
cesses in atoms and ions of high nuclear charge.'"
For closed-shell systems, such as heavy noble gas
atoms, where the ground state is well isolated from
the excited states, applications of the RRPA have
been remarkably successful. For other closed-shell
systems, such as alkaline-earth atoms, which have
low-lying excited states, such applications have
been less successful, owing to the importance of
two-electron excitations which are omitted in the
RRPA. To date there have been no applications of
the RRPA to open-shell systems, since the RRPA
is based on a single-configuration reference state
and is appropriate only for a description of excita-
tions of closed-shell systems.

It is the purpose of this paper to develop a gen-
eralization of the RRPA based on a multiconfig-
uration reference state which is suitable for treat-
ing photoexcitation and photoionization of closed-
shell and certain open-shell systems of high nuclear
charge. The approach adopted here is in the spirit
of that recently employed by Dalgaard® to general-
ize the nonrelativistic time-dependent Hartree-Fock
theory. Theoretical methods equivalent to those of
Dalgaard have also been developed recently by
Yeager and Jgrgensen* from an equation-of-motion
point of view. These methods have already been
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applied with a high degree of success to a number
of nonrelativistic atomic and molecular systems.*

Our calculations are based on an approximate re-
lativistic Hamiltonian

H(t)=H+V(), (1.1)
where
N N
H= 2 D (1.2)
n=1 n<m
Vt)=v, e @ 4y_e't, (1.3)
with
N
Ui= 2 U"i Iy (1-4)
n=1
and
Vnm =€/ P - (1.5)

In Eq. (1.2) A, is a single-electron Dirac Hamil-
tonian, while in Eq. (1.1), ¥V (¢) is an external po-
tential which induces transitions between atomic
states. The time-independent part of the Hamil-
tonian H is assumed to consist of a single-particle
Dirac term and a Coulomb term. The Breit in-
teraction is not considered here but may be easily
included in the calculation if required. Since the
equations resulting from our analysis will be re-
duced to single-particle Dirac equations describing
perturbed orbitals, the problem of “continuum dis-
solution”® associated with the Hamiltonian (1.2)
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does not arise in the present theory.

Our point of departure is the time-dependent
variational principle.””® We describe the N-electron
system as a superposition of configuration wave
functions with time-dependent weights. Since the
external perturbation may have components with
nonvanishing angular momentum and with odd
parity, the atomic wave function contains terms of
mixed angular momentum and parity. Applying
the variational principle we derive time-dependent
multiconfiguration Dirac-Fock equations describ-
ing the response of the atom to the external field.
Terms independent of the external field lead to the
usual stationary multiconfiguration Dirac-Fock
(MCDF) description of an atomic state.”'® Those
terms proportional to the external field lead to
equations describing the linear response of the
atomic state to the external field; in the sequel we
refer to these linear response equations as the mul-
ticonfiguration relativistic random-phase approxi-
mation (MCRRPA) equations. If we start from a
single-configuration reference state, the MCRRPA
equations reduce to the usual RRPA equations.
The MCRRPA equations may alternatively be de-
rived from an equation-of-motion point of view.!!

A general version of the MCRRPA equations
which applies to either open-shell or closed-shell
atoms is written down in Sec. II. These general
equations may be greatly simplified in specific

cases. In Sec. III, we illustrate how this simplifi-
cation is achieved for excitations of the ground
state of atoms such as alkaline earths which have
two electrons outside of a closed core. For such
two-electron atoms, we write out the detailed
MCRRPA equations describing perturbed electron-
ic orbitals.

The MCRRPA equations derived in Sec. III are
linear equations which can be analyzed on a suit-
ably chosen basis. In Sec. IV, we describe the ma-
trix form of the equations obtained from such an
analysis. From the matrix form of the MCRRPA
equations we obtain the normalization conditions
for perturbed orbitals and we derive expressions for
excitation probabilities in terms of the external
field.

In Sec. V we carry out the angular momentum
reduction of the MCRRPA equations for the case
of two-electrons atoms. A set of coupled radial
differential equations for perturbed orbitals and a
set of coupled algebraic equations for the perturbed
weight coefficients are derived. The coupled equa-
tions obtained in Sec. V are similar in structure to
the radial MCDF equations.

Numerical solutions of the equations for several
low-lying states of the Be-like ions have already
been carried out,'? giving excitation energies and
transition probabilities in excellent agreement with
experiment.

II. THEORY

Let ®(1) represent a time-dependent solution to the many-electron Schrédinger equation

1920 _ gy,

(2.1

where H (2) is the approximate relativistic Hamiltonian given in Egs. (1.1)—(1.5). To obtain approximate
solutions to Eq. (2.1) we appeal to the time-dependent variational principle”®

<8<I>( t)

.0
lat —H(1)

(2.2)

which expresses the condition that the approximation error remain small for all time. Without loss of gen-

erality, we write ®(¢) in the form

d(t)=e (1),

(2.3)

Here E is an approximation to a stationary-state energy of the time-independent Hamiltonian H which is ob-
tained from (1.1) when V¥ (¢) is neglected. The variational principle can be rewritten in terms of W(z) as

<8\I’(t)

\I/(t)>=0 .

d
j— —H(t
E+tat (1)

(2.4)

We approximate the many-body wave function W(z) by a superposition of configuration functions ¥,(¢),

V()= C (D, (1),

(2.5)
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where a is a configuration index, and where C,(¢) is a configuration weight coefficient. Using the expansion

(2.5), we obtain

<\P( t)

E+i—a— —H(1)
at

\l’(t‘)> =Y Ci(1)
ab

+ ZC:(t)Cb(t)<¢,,(t)
ab

ECy(t)+i

To maintain the normalization of ¥(¢) for all time, we require

(Yo (1) | (D)) =84

and

S CHOC, (=1 .

3G, (1)
z:z ] (0o ()| W (2))
2 _H) |y 0) (2.6)
at b :
2.7)
2.8)

The configuration wave functions ¥, () are built up from one-electron orbitals u,(¢). To ensure the ortho-
normality relation (2.7) we require orthonormality among the one-electron orbitals

(ug(t) | up(t)) =845 .

(2.9)

We can simplify Eq. (2.6) by using the orthonormality condition (2.7). Later, when we apply the variational
principle we must, of course, introduce Lagrange multipliers to enforce the constraint conditions (2.9). Tak-

ing into consideration Eq. (2.7), we find

<\I/(t) \I/(t)>= S Ci()

where we write symbolically
A )> ,

3|
[lat ab=<¢a(t)

H(t)gy=(,(t) | H(2) | (1)) .

E+ii—H(t)
at

2
ot

E+id |0+ 3 CHOC,(1)

. 0
-— | - 2.10
ab [l o }ab Hta ] ’ ( !

(2.11)

(2.12)

Varying C;(t) and u,T,( t) in (2.10) according to (2.4) subject to the orthonormality constraint (2.9) we obtain
equations for the weight coefficients and orbitals, respectively,

E+id CO+3 i2 | _H(0e |Cy0=0, 2.13)
ot % ot |,

S CHN)Cy (D) |8 i%} —SLH (1) | = 3 vaglthug(t) (2.14)

ab ab : B

where 7,p(t) are the Lagrange multipliers, and
where we denote functional derivatives with respect
to ul(t) as

il a 5 [ a
N 3 1
8(1 lat w Suz lat » (2 5)
and
SI,H(I),,,,=ES—FH(1)G,, . (2.16)
Ug

Assuming that the Hamiltonian H (¢) consists of a

r
time-independent part H describing the many-

electron dynamics and a harmonic perturbation
V(t) describing interaction with an external field as
described in (1.1)—(1.3), we may correspondingly
assume a harmonic time dependence for ¥(¢) and
write

Co)=Co+[C, 1 e +[Co] e+ - -,
(2.17)

Ug(D=tUg+Wgre  fw,_ e+ -+ ,(2.18)
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where - - - denotes omitted higher-order harmon- stronger conditions
ics. We may also assume that the Lagrange multi- . _
pliers y,g(t) take a similar form % CalCa)s=0 (2.24)
Yap)="Yap+[Vapl re "' +[Vapl €'+ - - - . (ug | wpe ) =0 (2.25)
(2.19) to guarantee the relations (2.21) and (2.23). Substi-
To satisfy the constraints (2.8) and (2.9), we tuting (2.17)—(2.19) into Egs. (2.13) and (2.14), and
demand equating coefficients in powers of e ', we obtain
zeroth-order and first-order equations governing
3 c.C,=1, (2.20) the many-particle system.
a (i) Zeroth order.
* * _
2 [G1C+ Gl Gl =0, 220 EC,— 3 HuloCo=0, 226
(ug|ug) =384, 2.22)
almplTes 3 C2Col8LHuw lo— 3 Vapup=0 , (2.27)
(Wor |ug)+(ug |wgy Y=0. (2.23) ab B
In the following paragraphs, we impose the (ii) First order.
]
(E+0)[Cols— 3 ([Hap Jo[Cols +[Hap1:Co)= 3, [Vap1:Cy - (2.28)
b b
9

st

i—

ot

—[8LH )+ }— 3 ([C.T1.Co +CEICo 185 Hw o— 3, (Yagps +[Vaplstip)
+ B

3 GGy
ab ab |+ ab

=3 CIC[8LVap]s . (229)
ab

In Eqgs. (2.26) —(2.29) we have used square brackets with subscripts to designate the coefficients in powers of

e*'%! in the expansion of various matrix elements:
Hgp = (,(1) |H | Uy(1)) =[Hab]0+[Hab]+e_im+[Hab]—eim+ T (2.30)
Vao = (Yo () [ V(D) %(t)) Z[Vab]+e_im+[Vab]—eim+ T (231
shlid | = st |id e—iary |5} i ey (2.32)

ot |y o [ |4 or Jgp |-
8Has =[8LHas Jo+ [83Hap 1o ™"+ [SLHp ) €™+ - - - (2.33)
8LV =81V 1pe @ +[8 V1 e+ - - - . (2.34)
T

In (2.31) and (2.34), the coefficients are given expli- and

citly by 3
[Vaple=Cta |02 | ¥6) =01 )ap » (2.35) Yo Lb i=0 ' (2.38)
[SLVab]lL:Sl(vi Jab - (2.36) which can easily be shown by taking into account

(2.25). The zeroth-order equations [(2.26) and
(2.27)] are just MCDF equations for the unper-
turbed orbitals u, and unperturbed weight coeffi-
=0 (2.37) cients C,. The parameter E is the MCDF approxi-
0 mation to the energy of an atomic stationary state.

To arrive at (2.26) —(2.29), we have used

|

i_
ot |,
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The first-order equations [(2.28) and (2.29)] are the
MCRRPA equations describing the response of the
atom to the external perturbation v,. Homogene-
ous MCRRPA equations obtained by omitting the
perturbing terms v, on the right-hand sides of
(2.28) and (2.29) describe the free oscillations of the
atomic system. The parameter w is a natural fre-
quency of oscillation of the system.

III. MCRRPA ORBITAL EQUATIONS

To describe the general procedure for reducing
the multiconfiguration equations [(2.26)—(2.29)] to
orbital form without invoking complicated
mathematical manipulations, we confine our treat-
ment to systems such as the alkaline earths, which
have two particles outside of a closed core. Since
we have in mind applications to photoexcitation
and photoionization, we restrict our attention to
excitations from the ground state of such systems.

We place no a priori limit on how many config-
urations are to be included in the expansion (2.5);
however, we do restrict our choice to configura-
tions which can be constructed from a given set of
orbitals. For example, to describe the beryllium
atom, we consider only 1s, 5, 2515, 2p; /2, and
2ps3,, orbitals. The configuration functions v, (z)

by the quantum numbers a=(ng4,k,) of its unper-
turbed component.

We refer to a configuration [(closed core)
(ng,kq,) (ng,Kq 2)]1,, by the configuration index a.
Let us consider configurations which can be built
up from F distinct valence orbitals. We arrange
the possible configurations in an order such that
the first F configurations are those with two
equivalent valence electrons coupled to zero total
angular momentum, viz.,

(ng,kq )=(ng,Ka,) =(nyx,)

’

and (3.1

J,=0fora<F.

The remaining configurations will have
(na]ka ,)7(nq,k,,) and play a role in describing ex-
citation of the system.

A general configuration wave function is given
by

| 9a(0)) = [ (€ )ng kg 10 k0, My ), (3.2)

where & represents the closed core, or explicitly by

Y, (t)=N, 2 <jalma1ja2ma2|JaMa>

m_ m
a4

will then consist of all possible multiplets with dif- X O(ijk - - - aya3) , 3.3)
ferent angular momenta and parities. For atoms where

with two electrons outside of closed shells, the set

of orbitals will consist of core orbitals (e.g., 15, /5) 1, ng Ke Ny Ka, »

which describe closed shells in all configurations N,= 1 (3.4)
and valence orbitals (e.g., 251 ,2, 2p1,2, 2P3,2) —=, Ng Kz =Ng Kg >

which have different occupation numbers in dif- V2 b r

ferent configurations. Of course the designation of and where O(ijk - - - a,a,) is a Slater determinant

an orbital u,(¢) by quantum numbers n, and
Ke=1{jq, l,) is somewhat artificial since, in view of
Eqgs. (2.18) and (2.29), the perturbed components
Wga4 Will be a mixture of terms with different
values of k. In the following paragraphs we adopt
the convention that an orbital u,(¢) is referred to

I

. 0

| =0gp k
Iat ab a§< a,"a,
my Mp

composed of orbitals
{ui(t),uj(t),uk(t)’---’ual(t)’uaz(t)} .

Here i,j,k,... refer to core orbitals, and a, and a,
refer to the two valence orbitals. Using (3.3), we
can evaluate the matrix element (2.11) as

. 0 , , . ,
v ’ k>+NaNb S {ja,Maja,May | JaMa) o Mo js,mb, | JsMs )
m,_m

X — 2
"ot Yot

5a2b2<al b1>_8a2bl <01
. 0
+ 8a|b1<‘12 Y b2>—801b2 <a2

b2>
,-% lb,> , , (35

’at
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where the index k =(ngk,my) is for core orbitals, and the summation ,, is over all the core orbitals. The
index a, E(”ﬂnkﬂ1m“1) (and similarly, a,,b,,b,) is for valence orbitals. We have also used the notation

(hEf)-(o

With the time-independent part (1.2) of the total Hamiltonian, the matrix element (2.30) is given by

Hg, = 84 [2h(ii)+ > V(ik;ik)]

i<k

i_

ot

.0 t .d
15? lB(l,t)> = fd3r1ua(1,t)tau3(l,t) . (3.6)

+NaNb 2 <ja1ma1ja2ma2 IJaMa >(jb1mb1jb2mb2 |Jbe )

m_ m
44

m, m
b,7by

X [8,,2,,2 [h(a,,bl)-’r E V(iay;iby) ] — 84,5, [h(alb2)+ 2 V(ia,;ib,) ]

+8alb1 [h (azb2)+ 2 V(laz;lbz)] —Salbz [h(azb1)+zV(laz,lbl)]

" V(a,az;b,bz)] , (3.7)

where i and k are core-orbital indices and
h(@B)=(a(1,0) |k, |B(1L,0)= [ d*riul(1,0hun1,0), (3.8)

V(aB;or)={a(1,t)B(2,t) | Vi, | o(1,0)A(2,1))
= [ [ d*raul(,0u}2,0Vu,(1,0u3(2,0) . (3.9

Here the operator V), is
V]z =U12(1—P12) (310)
with P, being the permutation operator for particles 1 and 2. Using the explicit expressions (3.5) and (3.7)

we can evaluate the functional derivatives (2.32) and (2.33). It is convenient to consider core orbitals and

valence orbitals separately.
(a) Core orbital uy.

. 0 .0
Ew ab—Sabz o u (1),

& 3.11)

8L H =5, [h + 3 Vi) ]uk(t)

+N,N, 2 (ja,maljazmaz |JaM, ><jb]mb‘jb2mb2 | Jy M, )
mg Mg,
my, my,

X [8a2b2 V(alb1 )_Bazbl V(albz) +8“|b1 V(azbz)—S,,‘sz(azbl )]uk(t) ’ (3.12)
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where
hu (t)=huy,(1,t), (3.13)
VieBlug(= [ drul(2,00V,up(2,0u,(1,0)
= [ @ [ul(2,00,up2,0u,(1,00—u L (2,00 ,u5(1,0u,(2,0] . (3.14)
(b) Valence orbital u,,.

8%

m m
a9,

. 0 . . ) )
15 ]ab =N,N, 2 (.la]"lal.]azrna2 | J.M, ) <]blmb1]bzmbz | Jp M, )

m, m
b6y

)
><l5}-[8,,,,]S,szub](t)—8M|8,2b1ub2(t)+8aa28a‘,,lu,,2(t)—8a,,28al,,2ubl(t)] ,

(3.15)
8j;}!ab =NaNb 2 <jalma,ja2ma2 I JaMa ) <jb|mb1jb2mb2 I Jbe )
Ma\a,
m,,lm,,2

X [ [h + E Vii) ][5aa18a2b2ubl(t)—SMISGZqubZ(I)+8M28“‘blub2(l)—8M28alb2ubl(t)]
+ 8aa, V(a2bayup (8)+8aq, ¥ (a1by )uy (1) | . (3.16)

To obtain further simplification of the MCDF and MCRRPA equations [(2.26) —(2.29)], we need the follow-
ing zeroth-order and first-order expressions:

[h(eBlo= [ d*riul(Dhug1), (3.17)
[h(@B)]e= [ d*ri[wls (Dhyup()+ul(Dhwg, (1], (3.18)
[V(aBoMlo= [ @ [ drul(Duf2)Viu,(1u,(2), (3.19)

[V(eBioM]s= [ d* [ d’rylwl(Dub)Viu,(Dur2)+ul(Dwh, 20V u,(Duy2)

Ful(Du 2V pw, . (Dua () +ul(Du b2V u, (Dw,, (2)]

(3.20)

,%ua(t) =0, (3.21)

20| =+owa. (1), (3.22)
at + =

[Auga()]o=h ugq(1), (3.23)

[hta()]y =hyway (1) (3.24)

[V(@Bu,()]o= [ d’raul2)Viug2hu, 1), (3.25)
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[V(aBlu,(0]s= [ d’rylwl:(DViup@hu, (D) +ul2)Vipwg, (2u,(1)+ul2)Viug2w,, (1] .

(3.26)
From (3.21) and (3.22) we can easily show
[51 i— = +80wi4(1), (3.27)
ot ab |+
8112 | | = 480080 —s 00,4, forab,<F, (3.28)
ot | + [a] -
where we have used the notation
[al=v'2j,+1. (3.29)

We note also the relation (3.1) and k, =(j,/,). Similarly, we have

[Vab]i=8ab2vt(ii)+NaNb 2 <jalma1ja2ma2|JaMa><jblmb1jb2mb2IJbe>
i

malmaz
™My, ™Mb,
X [84,6,0+(a1b1) =845 v+ (a1b2)+84 p v+ (a2by) =84 5,01 (a2b1)],
(3.30
where
vi(@B= [ ddrulb(1vi upgl). (3.31)
Its functional derivatives are
(8 Vap 14 =8apv s e » (3.32)
[8Vis]e=NNy 3 (Ja,MaJa,May | JaMa ) Cip,mp b, M, | Jo M )
malmaz
my m,
Xvg (Baalﬁazbzubl—Sulﬁazblub2+8aa28,lblub2—8M28alb2u,,]) , (3.33)
where
Villg=V14Uq(1) . (3.34)

We now consider specifically the excitations of atoms with two valence electrons from its 'S, ground state.
We therefore seek the ground-state solution of the zeroth-order equations, i.e., the MCDF equations. The
only nonvanishing C, for the ground state are those with a <F, i.e.,

C,=0, fora>F. (3.35)

By substituting (3.17)—(3.28), (3.32), and (3.33) into (2.27) and (2.29), we obtain MCDF and MCRRPA
equations for orbitals.
(a) MCDF.

€ahatiat+ S CaCol8iHulo= 3 Yapis » (3.36)
ab B+#a
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(b) MCRRPA.
(€at©)Aggs = 3 CCyl85Hu 11+ 3 ([CaltChr+CiCy 1)L o o
ab ab
+ 3 Yapps + 3 [Vaplitp+ 3 CaCo[00Vap ]+ , (3.37)
B#a B ab

where the metric A, is defined as

A ﬁc; C,, if a=a, valence orbital
a= a

1, if a=k, core orbital.

We have defined the orbital eigenvalue €, as

€= —"Yaa/Aq -

(3.38)

(3.39)

For computational purposes, (3.36) and (3.37) can be reduced to more convenient forms.

(a) MCDF.
(i) Core orbitals:

€Uy + EC:Ca[5ltHaa]o= > Akpup
a B+#k

(ii) Valence orbitals:

eaua'*'Aa_lEC:Cb[sIHab]O: > Agplip -
b Ba

(b) MCRRPA.
(i) Core orbitals

(3.40)

(3.41)

(€ towes= 3 CrCl8fHaale+ 3 ([C1iCo+ColCal )8 Hoalo

a<F a<F

+ 3 (CHCal (8} Haglo+ [CaliCal S Has 10+ 3 Aepwps + 3 [Maglsttp+vsuy , (3.42)
B#k B

a<F
d>F

(ii) Valence orbitals:

C
(€tohwgs=A7" 3 |CIC[8,Hapls+ |CEICole—[C1uCy |[8Haplo | +As" 3 CIIC1L[80Haalo
b<F . a d>F
+ 3 hapwpe + 3 [Aaplaup+A5" S CIC I8 Vip]s - (3.43)
Ba B b
In (3.40)—(3.43) we have defined the Lagrange multipliers as
Aap="Yap/Aa » (3.44)
[kaB]i =[7aB]i/Aa . (3.45)

IV. MATRIX FORM OF THE MCRRPA
EQUATIONS

To facilitate the discussion of transition proba-
bilities we consider the reduction of the equations
of Sec. III to a linear algebraic system. To this
end we introduce a complete orthonormal family
of Dirac orbitals u,. The orbitals u, are required

|

to coincide with the MCDF orbitals derived from
(3.40) and (3.41) for core and valence electrons,
but, in addition, are required to span the space of
possible excited orbitals. If we order the orbitals
so that the first f’s are core and valence orbitals
and the remaining are excited orbitals, then, since
the perturbed orbitals w,, are orthogonal to the
unperturbed core and valence orbitals, by Eq.



25 MULTICONFIGURATION RELATIVISTIC RANDOM-PHASE . . . 643

(2.25), we may write

Way = 3 Xeutty, a<f
u>f

Wa_= 3, Yo, a<f. 4.1
u>f

In parallel with the expansion (4.1), we may
decompose the perturbed weight coefficients [C, ],
from Egs. (2.17) and (2.28) in terms of eigenvectors
of the matrix [H,;,],. If we let E'™ be the nth
eigenvalue of [H,, ], and let C.™ be the
corresponding eigenvector, then

EMC =3 [Hp1Cy" - (4.2)
b

The matrix [H,;, ], can be brought to block-
diagonal form by ordering the configurations ac-
cording to total angular momentum and parity.
Each block, having a definite value of J and 7, will
lead to a separate eigenvalue problem for a multi-
plet which can be constructed from the core and
valence MCDF orbitals.

Taking into consideration our convention (3.1)
for ordering the configurations, the first F values
of the configuration index a describe a multiplet
with J, =0 and 7, = +1. Since the ground state
has the lowest energy in this multiplet, we may
write

EV=E 4.3)
for the lowest eigenvalue, and correspondingly

C,, a=1,...,F
0, a>F .

ch= (4.4)

The remaining eigenvectors of (4.2) for the
ground-state multiplet also form F-dimensional
vectors, but these excited J, =0, m, = + 1 vectors
are orthogonal to the F-dimensional vector C,.
Now in view of the orthogonality requirement for
weight coefficients (2.24), we may expand the per-
turbed weights [C, ], in terms of the eigenvector
of (4.2) as

[Cli= 3 &CP,

n>1

(4.5)
[Cl-=3 mcm.

n>1

Substituting the expansions (4.1) and (4.5) into the
MCRRPA equations (3.37), we obtain

0AX gy = g:f[Pan,ﬁvXﬂv‘*Qap,ﬁvYﬁv]

v>f

+ z [Pa,u,né_n +Qap,n77n]+Aa<v+ >;w ’

n>1

(4.6)
_wAaYa;l = 2 [Q:zp,ﬂvXBv +P¢‘xy,BvYBv]
B<f
v
+ 2 [Qaunbn +Poyntn]+Aalv_ ), .
n>1
(4.7)

Similar equations for the expansion coefficients &,
and 7, can be derived using Egs. (4.1), (4.5), and
(2.28):

0én= Y [PnpXp+0Qnp.Ys.]
B<fiu>f
+Pn,n§n +(v+),. ’ (4.8)
—on,= 3 [OngXp+PrgYpl
B<fiu>f
+PyMp+W_), . 4.9)

The notation used in Egs. (4.6)—(4.9) is as follows:

Paypy=3CoCy [ d*r ul(N[8LH 1+ Vagpy
ab

(4.10)
with wg, replaced by u,;
Quupv= 3 CiCy [ druy (N[5 Ha), ,
ab
(4.11)

with wfg_ replaced by uf,;
Poun=3 CaC" [ dr ul(n[8LH 1 , (4.12)
a,b

Qopn= 2 CMCy [ drul(n[8LHy o,
a,b

4.13)
Pop,=Pg,» , (4.14)
On5v=Cpvn (4.15)
P,,=E"_E, (4.16)

Wi dya=DCoCy [ dPrul[slVaipl., 417
ab



W= CM*Cy[Vap 1+ - (4.18)
ab
It is convenient to organize the linear equations
[(4.6) to (4.9)] into a single matrix equation. For
this purpose, we introduce a column vector Z,

(Xau)
(&)
E= (Yo | (4.19)
(n,)
a Hermitian matrix P,
(Pau,pv) (Pgyn)
P= (Pg) (P |’ (4.20)
and a symmetric matrix Q,
(Qap,pv) (Qapn)
= (Q1p) 0 (4.21)

We arrange P and Q into a single Hermitian ma-
trix

P Q
M= 0* p*|> (4.22)
and introduce the diagonal matrix
A O
Q=19 _al> (4.23)

where the diagonal submatrices A have the form

(AgBagdys) O

A= 0 ()

. (4.24)

We may then write Eqgs. (4.6)—(4.9) as a single in-
homogeneous equation

ME=0Q=Z-V, (4.25)

where the vector V is given in terms of the external
potential as

(U+ )ua

(V4 )n

V= (4.26)

(v

—(w_N

In the absence of an external field, the inhomo-
geneous equation (4.25) reduces to an eigenvalue
problem for the excitations of the atomic ground
state:
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M=zZ=0Q=. (4.27)

Any two solutions =; and Z; of Eq. (4.27) belong-
ing to distinct eigenvalues w; and w,; are orthogo-
nal with respect to the metric 0. We normalize
these solutions so that

=I0E,=8y . (4.28)

The solution to the inhomogeneous equation (4.25).
may be expanded in terms of eigenvectors of the
homogeneous equation (4.27) as

112

W—Op

o) (4.29)

(1]

k -

k

The expansion (4.29) may be used to obtain a sim-
ple prescription for calculating transition ampli-
tudes within the MCRRPA framework. The pro-
bability of a transition from the ground state to an
excited state of the system induced by the time-
dependent perturbation V(¢) of Eq. (1.2) is given
by

|(n|vy |0)]|>= Res (W(1)|v e " |W(0D),,
o=E, —E,

(4.30)

where the subscript ¢ on the right-hand side
represents a time average, and where W(z) is the
time-dependent state which evolves from the
ground state in the presence of V(¢). In applying
Eq. (4.30), only terms of second order in v, are re-
tained after averaging over time. With this under-
standing, we find

(W(t) v e | W), =E"ar . 4.31)

Now by expanding Z in Eq. (4.31) in terms of
eigenvectors of the homogeneous Eq. (4.27), we ob-
tain

|E;0V |2

(WD) v e WD), =3 P

n

(4.32)

The poles in Eq. (4.32) occur at the natural excita-
tion frequencies of the atomic system. From (4.30)
it follows that the transition probability from the
ground state to the nth excited states is given by

[{n|v, |0)|2=|Elar|2. 4.33)

The quantity E,T,QV may therefore be interpreted
as the MCRRPA amplitude for a transition from
the ground state to the excited state having energy
E,=E+o,.



25 MULTICONFIGURATION RELATIVISTIC RANDOM-PHASE . . . 645

Our approach to the MCRRPA equations is to
solve the homogeneous differential equations writ-
ten out in Sec. III directly, without using the ma-
trix formulation explicitly. The matrix formula-
tion, nevertheless, has the formal advantage of
leading to convenient normalization conditions for
the homogeneous orbitals w,, and to explicit ex-
pressions for transition amplitudes from the
ground state to each eigenstate of the homogeneous
equations. In terms of orbitals, these expressions
are

(i) Normalization condition:

EIQEk= 2 Aa(<wa+ | way ) —(wq_ | wg— )
asf

+ 3 (G4 12— [G]-|D=1.
a<F
(4.34)
(ii) Transition amplitude:
EOV =3 Adlwey |vy |ug)

a<f

+{ug |v_ |wa_))

+ 2 ([Ca]:-cb‘i‘c:[cb]—)(v_*.)ab .
a,b<F

(4.35)

In Eqgs. (4.34) and (4.35) w,, and [C, ], are eigen-
solutions to the homogeneous MCRRPA equations
of Sec. III corresponding to the eigenvalue wy.

V. ANGULAR DECOMPOSITION OF
MCRRPA EQUATIONS

By assuming central-field forms for orbitals we
can reduce the differential equations for the orbi-

algebraic equations for weight coefficients
(C;,[C,]+). These radial equations can then be
solved self-consistently to give energies and wave
functions for the ground state and its excitations.
We write the orbitals in the form

Gnaxaﬂxam

(=1
Ualll= r iFnaxaQ

a

(5.1)
—KMg

and introduce the two-component radial functions
G"a"a
Ug=uyr)= F . (5.2)

RakKa

We also define the radial Hamiltonian operator, in
atomic units, as

vy (r) | Lt
N dr r
ho=hg(r)=
a a(r) d Kq ) ’
c|l—+— vy(r)—2c
dr
(5.3)

where vy(r) is the nuclear potential and c is the
speed of light in atomic units, which equals the re-
ciprocal of the fine-structure constant. Hence, we
obtain the algebraic equation for C, with a < F:

E— S [P+ 58i)—2hos+8aa) |C,

= 3 (—)'4,(aabb;J)G,(ab)Cy , (5.4)
bl

tals (u4,Wq,4) into radial forms and simplify the where
J
hap= [ drulnhgriugr , (5.5)
gas= S i [Ro(ai;Bi)— S Dy(ai)R,(aisiB) |, (5.6)
i 1

R/(aB;oh)= fo“’ dr, fo‘” dryul(r)ub(r)R(rir2)ug(r U (ry) (5.7)

FiaB)=R;(aB;aB) , (5.8)

G,(aB)=R,(aB;Ba) . (5.9)
The angular coefficients in (5.4) and (5.6) are defined as

B 2
D](aB)= 1 1 Il(IalIB) ’ (5.10)
70 -7
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with the parity function

1, lz+1+Ig=even,
Mallg)= o, 1,+1+15=0ad,

and
a BJ
AjlaBorJ)=(— )Y tCi(aBo)) Ao Il
with

Ci(aBoA)=(—)**MaBoA] 1y
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(5.11)
(5.12)

]nuau,m(lﬁuk) . (5.13)

In foregoing equations, we have used the abbreviations a=j,, etc. wherever the total angular momentum for
a certain orbital is needed. The radial factor R;(r;r,) in (5.7) is

Ry(ryry)=r'_/rif .

(5.14)

We will choose the phase for the weight coefficients such that all C, are real. The differential equations for

u, are then given by
(i) Core orbitals uy, :

M —ec+ 3 AL lup=— 3 Aialia » (5.15)
a as#k
(ii) Valence orbitals u, :
C
[h,, —e+ S0 u=—3 Fb[ab] S (—)'Dy(abl(abluy, — 3 Agqliy - (5.16)
i b a 1 a#a
[
Here we have defined where
vg’FuB=[a]2 [uo(aa)uﬁ—ED,(aB)vl(aB)u,, , Gur Q. m.
1 a'+ Ky Tta
Uy s (F) =1 (5.20)

(5.17)
and
v(af)= fowdrzuz(rZ)R,(rlrz)u,g(rz). 5.18)

Equations (5.4) together with (5.15) and (5.16) are
the usual MCDF equations expressed in radial
form. To obtain radial MCRRPA equations, we
follow the prescription

mg, +M

wai(?)z 2 (_)(M:M)/Z[J]

KM

mey ja J

Xttgs O MUglg +A—1), (5.19)

- r lFa’i Q—xa,ma’

The coupling coefficients in Eq. (5.19) are covari-
ant 3-jm coefficients'> and are chosen so that by
replacing the orbital u,(T) in the ground-state
many-electron wave functions with the excitation
Wq4 (r) will result in a wave function with angular
momentum J and M. The parameter A in Eq.
(5.19) determines the parity of the excited state
JM; L=1 corresponds to electric 2’-pole excitations
with parity 7=(—)’, while A=0 corresponds to
magnetic 2’-pole excitations with parity
7=(—)"*1. We define the two-component radial
functions by
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Gyy
Uy =Ugi(r)= Fpy | (5.21)

By considering Eq. (5.19), we are led to assume for
[C.]s and [A4g]s the forms

[Cals=8s8pam (- MFM2Coy,  (522)

The angular decomposition of the MCRRPA equa-
tions can be performed after substituting (5.19),
(5.22), and (5.23) into (3.42) and (3.43). This
reduction can be accomplished most expediently
using a graphical method.!* The algebraic equa-
tions for C,, are obtained as

_ mg tM (E+0)Cyy= S[(Hu)oChs +(Ha)1Cs1
[}‘-aﬁ]iz 2 (_)(M+M)/2[J] m . J }‘aiﬁ x + %[ ab/0%“b+ ab’+ b]
XMl glyd +A—1) . (5.23) 524
|
where
(Hapdo=8as | S [11lhi+38il+ 3 [haa+8aal
i a=a,,a,
+8unn, D L= 7" 4)(a1a5b,b53)R (@,1a56,b5) +(— Y Ay (a1ab5b,5DR (@1a3b2b1)]
]
(5.25)
‘/i a a ’
(Hab)i=[T]Nﬂ l(—‘) 114, Salb(ha;$b+ga12¢b)+[b]2§(”)IDI(alb)R](a]az$bb) Ka _Kal
- 8alb[(hazb’i +ga2b’t )Ka2=Kb: +fazb]
— 2 (=Y *4y(a1a,0'b )R (ayazb"+b)— (—)1 2160y |
,,,, (5.26)

The notation (1<>2) denotes all preceding terms inside the same brackets with the subscripts 1 and 2 inter-

changed. In (5.26), we have used the notation
fap= Zl(— )V~ 'Ty(ai'$B) +Ty(aifi' +)],
i’
with

T)(aBok) = [Jl] C,(0a)Cy(BMR,(aBok) +

(5.27)

—)B+2 }‘,A,(aam JR,(aBro) . (5.28)

The differential equations for u, are written for core and valence orbitals separately as

(i) Core excitation uy:,:

[hy—(extw)+ AQL&A Jug+
a

=—8;0 3 ColCpy+C,_) 2["2] v2Fuy
a<F [ ]

+ 2 Nb
a<F [
b>F

- 2 axkxasxk,xa,}\'kaua'i -

2 8Kk:Ka}\’k +alla >
as~k a

737 CelBas, [Cozo(b1b )+ (=12 Cyw(byb)]— (=) T

lo2)ugy

(5.29)
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where
wlaPluyy = [.IITCJ()\)\.I)CJ((IB)UJ((ZB)“A +(— )“*BEA,(kA’aB;J)v,(ak)uB R (5.30)
1
valfupy =vo s+ 3 [(=)*"Yw(a' Ta)+wlaa'+)]uyy | (5.31)

(ii) Valence excitation u, . :

hy s —(€+0)+ zvRPA

C
- {Z% Cb (—-)J+I[[b]ZDl(a'b)vl(a'ib Jup+ >, A1(aa’b’b;J)v)(ab’ +)uy
<

b<F
1

+ 3 (=) =2+ 4,(aa’bb’; v (ab)uy + ]
e

+8;0 >, [Z, (Ca:Cp— CCb+)[b]2(—)’D,(ab)v,(ab)u,,
b<F a

Cy
EFN,; ‘/ic Ca|8,4,8,4, bzpc_a'[a’b](—)’D,(a’b)v,(dzb uy
<
+ 3 (" gy aa'd dysoad  ug, —(—) +"2"<1<»2)]
I
-2 Sxakasx.,'xar)‘aa“a'i -2 'SK.,"‘a)”ﬂia“a ’ (5.32)
a#a a

where a’ < F, and where u,- and u,., have the same angular symmetry. Equations (5.24), (5.29), and (5.32)
constitute an eigenvalue problem for the radial components of the perturbed orbitals u,-, and for the per-
turbed weight coefficients C,,. The solutions to these equations describe the excited states of the atom hav-
ing a given angular momentum and parity J,lT=(—1)’*2~!, These eigenstates are normalized according to
the rule (4.34) which may be written in terms of radial functions as

zAa[(ua+’ua+) (ua—:ua—)]+ 2 [ICa+I2 |Ca—|2]—1 (533)
a<F
Let us assume that the perturbing field is a sum of electric and magnetic multipole terms vin:
vy= > vk - (5.34)
JMA

A given term in (5.34) will lead to a spectrum of excited states having the same angular momentum and
parity as the perturbation. The transition amplitude from the ground state to one such state is given from

(4.35) as
TV = zA ((way |0 | ta >+<ua|u‘“|wa_>)+2([c 15Co +Ca[Co 1) WiMab - (5.35)

Let us define the interaction strength XM (apP) to be the reduced matrix element of the irreducible tensor

v}ﬁ} between orbitals @ and B3

(A) a Mm
(alvif BY=|,, J B X,‘"’(aﬂ) (5.36)
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The MCRRPA transition amplitude T,“‘) can be written in terms of the interaction strength X}“( apf)
using (5.19), (5.22), and (5.36):
T = (= Y+ 3 AL~ PXPaa’ +)+ XM aa’—)]
[J] aa'
V3
+r 3 Lc- PCpt+ Cp— 1 Bap, +(— ) 48,4, 1X(b1b5) . (5.37)
[J] a<r 4]
b>F

This work was supported in part by the NSF under Grant No. PHY79-09229 and by the U. S. Depart-

ment of Energy.

*Permanent address: Department of Physics, University

of Notre Dame, Notre Dame, Indiana 46556.

Iw. R. Johnson and C. D. Lin, Phys. Rev. A 20, 964
(1979).

2W. R. Johnson and K. T. Cheng, Phys. Rev. A 20, 978
(1979); K. -N. Huang, W. R. Johnson, and K. T.
Cheng, At. Data Nucl. Data Tables 26, 33 (1981).

3E. Dalgaard, J. Chem. Phys. 72, 816 (1980).

4D. L. Yeager and P. Jgrgensen, Chem. Phys. Lett. 65,
77 (1979).

5J. Sucher, Phys. Rev. A 22, 348 (1980).

6M. H. Mittleman, Phys. Rev. A (in press).

7). Frenkel, Wave Mechanics (Clarendon Oxford, 1934),

pp. 252—254.

8P. W. Langhoff, S. T. Epstein, and M. Karplus, Rev.
Mod. Phys. 44, 602 (1972).

9]. P. Desclaux, Comput. Phys. Commun. 9, 31 (1975).

101, P. Grant, D. F. Mayers, and N. C. Pyper, J. Phys.
B 9, 2777 (1976).

1IK. -H. Huang, in Proceedings of the Workshop on
Foundations of the Relativistic Theory of Atomic
Structure, Argonne National Laboratory, Argonne, Il-
linois, 1980 (ANL-80-126), pp. 152—165.

2w. R. Johnson, K. -N. Huang, and K. T. Cheng, Bull.
Am. Phys. Soc. 25, 1133 (1980).

13K. -N. Huang, Rev. Mod. Phys. 51, 215 (1979).



