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The stimulated radiative corrections (or ac-Stark shift, or light shift . . .) of the energy
levels of a hydrogenic atom irradiated by an intense, nonresonant, monomode laser field,
are evaluated within the framework of the time-dependent perturbation theory, up to and
including fourth order. The calculation is performed by using a Sturmian representation of
the Coulomb Green’s function. Whenever it is possible, comparison is made with other re-
sults, and several limiting cases are considered. If the laser frequency w —0, one recovers
the results of the dc-Stark effect. If 2w becomes larger than the ionization energy of the
atomic state considered, the fourth-order level shift acquires an imaginary part which may
be connected, via an extension of the optical theorem, to the two-photon ionization cross
section. We point out also the difficulties encountered, when trying to get sensible esti-
mates from partial summation of the infinite sums entering the perturbative expression of
the fourth-order amplitudes. Finally, the order of magnitude of these various corrections is
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discussed.

I. INTRODUCTION

Following the early works on multiphoton pro-
cesses it became apparent that the modifications of
the atomic spectrum, in the presence of an intense
laser field, play an essential role in explaining the
observed behavior of multiphoton cross sections.
As a consequence, in the later years, the theme
“atoms in strong fields” has been extremely popular
among atomic and laser physicists. In the presence
of the strong external field the atomic levels are dis-
placed, i.e., shifted and broadened, respectively.!
The magnitude of these corrections can be obtained,
at least in principle, from the location into the com-
plex plane, of the poles of the resolvent (z —H)™!
associated to the Hamiltonian H of the coupled sys-
tem atom and field. As, in general, this task cannot
be achieved exactly, one has to resort to approxima-
tion methods which may be, broadly speaking, clas-
sified into two categories according to whether they
are perturbative or not. At very high intensity, i.e.,
when the laser intensity I becomes comparable to a
characteristic atomic field strength intensity I,
nonperturbative approaches become relevant. Let
us recall that these methods either rely on unitary
transformations,>> or assume the atomic potential
is a small perturbation with respect to the radiation
field.*> However, in addition to the fundamental
difficulties raised by some of them,® the quantita-
tive predictions of such theories have not been veri-
fied yet.
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Another method, which has proven especially at-
tractive for describing resonant or quasiresonant
processes, i.e., when a few-level atomic model is
well adapted, is the so-called “dressed-atom” ap-
proach which can be considered within either a ful-
ly quantum,’ or semiclassical (Floquet®) framework.
Note that this latter method has recently been suc-
cessfully extended to more realistic atomic models,
including in particular the continuous spectrum,
and applied to the quantitative description of the
ionization of atomic hydrogen in a very intense
field.> 10

In nonresonant conditions, standard perturbative
calculations provide nevertheless reliable estimates
for interpreting most multiphoton experiments.'!
Moreover, it can be shown that the perturbative
series itself may be formally resummed and reex-
pressed in closed form, in terms of operator-
continued-fractions expansions, providing in some
sense an analytic continuation of the series expan-
sion beyond its domain of validity.!>~!° Although
this had been recognized for a long time,!? there has
recently been a considerable body of work on the
subject.'®!4=1% Note that it would be extremely in-
teresting to compare the predictions of such “ex-
tended” perturbative theories with nonperturbative
ones in the limit of very intense fields. Unfor-
tunately, practical computations performed on real-
istic models meet with considerable difficulties,
which has impeded making the connection between
the two approaches.
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Up to now, most perturbative calculations of
these stimulated radiative corrections (or ac-Stark
shifts, or light shifts, or dynamic polarizability,... )’
were limited to the second order, i.e., the first non-
vanishing term in the expansion.”’~2* Now, the ad-
vent of a variety of laser-aided high-resolution spec-
troscopies has permitted accurate measurements of
such level displacements.’®?* Recently, measure-
ments have also been performed in atomic hydro-
gen, and the possibility of observing higher-order
effects has arisen.”> Consequently, it seemed of in-
terest to carry out accurate higher-order perturba-
tive calculations which could provide some refer-
ence marks for future discussions. More precisely,
we present in this paper a perturbative calculation
of the stimulated radiative corrections, including
the fourth-order contributions, experienced by a
nonrelativistic H atom irradiated by a nonresonant
monomode laser. As by-products, we have gotten
several interesting results related to the behavior of
atoms in strong fields.

The organization of the paper is as follows. Sec-
tion II is dedicated to the explicit derivation, within
the framework of the time-dependent perturbation
theory, of the various terms contributing, order by
order, to the energy shifts. In Sec. III we present
the computational method we have set up. By us-
ing the Sturmian representation of the Coulomb
Green’s function, we have been able to express each
high-order perturbative amplitude as a series expan-
sion in one (or several) variables. In order to im-
prove the efficiency of the computation we have in-
troduced Padé-related (e-algorithm) methods for ac-
celerating the convergence of the series. By the
way, we have shown the usefulness of those
methods when applied to the summation of multi-
ple series.?® Our numerical results are presented in
Sec. IV, in which several limiting cases are also con-
sidered. In particular, when the laser frequency
— 0 connection is made with the dc-Stark effect.
On the contrary, as o increases and two-photon ion-
ization becomes possible one gets a generalization of
the optical theorem, extended to multiphoton for-
ward scattering. We show also that approximate
computations, performed by retaining only a limit-
ed subset of discrete atomic states, i.e., on omitting
the continuous spectrum contribution, can lead to
misleading results in fourth-order calculations.
This behavior is in sharp contrast with second-order
calculations in which sensible estimates can be ob-
tained even if truncated atomic basis sets are used.?’
Finally we conclude, in Sec. V, with a brief discus-
sion of our results.

II. PERTURBATIVE EXPANSION AND
FOURTH-ORDER LEVEL SHIFT

Most of the material of this section is directly in-
spired from the standard QED formalism as ex-
posed, for instance, in Heitler’s treatise.”® A more
specific account may be found in Ref. 29. One con-
siders hereafter a nonrelativistic atom irradiated by
an intense monomode electromagnetic field. The
Hamiltonian H of the system is accordingly written

H=Ho+V, (1)

where Hy=H, +H 4. Here H, is the atomic
Hamiltonian with stationary eigenstates |n) and
eigenenergies E,:H, |n)=E,|n). H_, is the
Hamiltonian of the electromagnetic field. In the
case of a monomode laser of frequency w, one has

Hoo |[NY=(N+35)o|N), )

where N is the occupation number of the laser
mode. As N >>1 one has

Hyoo|N)~N#i|N) . (3)

Within the dipole approximation, it is convenient to
write the interaction Hamiltonian V in the electric
dipole form

V= _eBT, 4)

where the electric field operator E is, in Gaussian
unrationalized units,

2w
7

—

=i

1/2
] (aé—a'e*) . (5)

Here 7 is the normalization volume, a and a' are
the usual annihilation and creation operators, and €
is a unit polarization vector. Note that, for compu-
tational purposes, we have preferred to use the E-T
electric dipole _fprm o_f: the interaction Hamiltonian,
instead of the A*P +A? Coulomb gauge representa-
tion. Although the equivalence between the two
representations may be inferred from the general in-
variance properties of the S matrix under the corre-
sponding gauge transformation,”® several papers
have recently been published on that matter.>! This
led us to verify that, in the problem considered here,
strictly equivalent results are obtained by using ei-
ther of the two forms.>? Note also that, if one uses
the K-§+K2 form, the A? term has to be con-
sistently included at each step of the perturbation
expansion and gives rise to nonvanishing contribu-
tions. Although this fact is well known in the case
of two-photon elastic (Rayleigh) scattering, it does
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not seem to have been recognized in the case of
higher-order processes.*

The radiative shift of the atomic level |n ), in the
presence of the monomode laser field, may be ob-
tained by expressing the probability amplitude 4;(t),
t>0, of the state |i)=|n) ® |N), as a contour
integral in the complex E plane:

FRVERTI O —iEt/he (p
A,(t)—gTozﬂingEe G,(E—i€e), (6)

where
Gi(2)=(i|(z—Hy—V)"'|i)

is the diagonal matrix element of the resolvent G (z)
|

Qi Qi y Qi

Ri(2)=P; |V~ —a ' 1%

=RP(2)+R*2)+ -+

At lower intensities and in nonresonant cases,’

which, after replacing z by E;, reduces to

AE‘(2)=R-(2)(E-)=S |Vli|2
! ! ! i E,"“El ’

Vv
Z-——HO Z-—HO Z—HO

associated to the Hamiltonian H =Hy+ V. Then, it
is convenient to rewrite

Gi(z)=[z—E;—R;(2)]"",

where R;(z) is the diagonal element of the so-called
level-shift operator R (z), which, in turn, is the solu-
tion of the equation®*—3°

Qi
H, R (z)

R()P,= |V+V P, (7)

zZ—

with P;=|i){i| and Q;=1—P;. R;(z) is usually
perturbatively expanded in powers of V¥, and one
gets in our case

V+...}P‘, (8a)

(8b)

one can limit oneself to the second-order contribution,

9)

where V;;=(i |V |j), Hy|j)=E;|j), and the generalized sum S ; runs over the complete (discrete + con-
tinuous) spectrum of Hy, the state |i) being consistently excluded. Note that, after substituting z =E;, the
small imaginary quantity /€ has disappeared in the denominator.

If one wishes to obtain the fourth-order contribution it is not enough to make the replacement z =E; into
R{*¥(z): One has, in addition, to take into account the fact that R *(z) is z dependent. This can be done in

several ways. For instance, one can use a Taylor expansion of R;*(z) for z~E;.

dR*(E;)
—— 4

RP(z2)=R/*(E))+(z—E;) iE,

This leads to the following expansion for G;, correct up to fourth order:

-1

dR;”

RP(E)+RMVE)+ -

-1

zZ—L;—

G,~(z):<i

dE;
Since

(1—dR{* /dE;))"'~1+dR* /dE; + - - - ,

1—dR}*/dE;

i> . (10)

one easily verifies that the total fourth-order contribution to the level shift becomes

_s VisVaVa Vi
1.2,3 (E; —E3)(E; —E,)(E; —E,)

AE

+AEP

dAE!
T (11)

This result could have been obtained more directly, without replacing in G;(z), by using a Lagrange expansion

of R;(z) in the neighborhood of z=E; (Ref. 38):
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Ri@=Ri(E)+ 3 - a"
n=1 dE

[R/ (E))R/(E;)], (12)

which leads in a straightforward fashion to (9) and (11). It is interesting to note the formal equivalence of
these results with the usual Rayleigh- Schrodmger expressions of the second- and fourth-order energy correc-
tions in stationary perturbation theory.*

In the foregoing we have used expansions (Taylor or Lagrange) valid in the neighborhood of z=E;. One
can show that, if one considers the expansion of G; in terms of R; in the integral (6),

1 1 1
t)=1lim — @ dE ¢ —'Et/A RAE —ie)——m & ... (13)
Ai(D)=lim, 21r $ E—E —ic  E—E e T gt ’

this is equivalent to neglecting the contributions of the poles z5~E; contained in R;(z). This is certainly not
correct in a time-dependent approach, since every pole does contrlbute to the probablllty amplitude 4;(¢). In
fact, if those contributions are properly taken into account, one gets*’
| EmE /A
AEP (=8 Vi\j——V};, (14)
i (1) ? il Ei'" El 1i
and a similar expression for AE!*. Now, for large values of ¢, one has®®

l—e® P

lim =——imd(z)= lim — (15)
> Z z 71—0Z+Iim
Thus, by taking into account the poles of G;(z) one obtains, in the limit of large times t,
(2)__ | Vil | :
AE;"'= 11 E —E,+in (16a)
VisVa Vi Vi ) AAE?
A 31_,033 (E; —E;+inNE; —E,+in)E; —E, +in) +AE dE; (16b)
Note the presence of the small imaginary part i% in
the denominators which permits us to treat the case ] { f §
of transitions involving the continuous spectrum.
Since the state of the field can be considered as
unaffected by the presence of the small atomic sys- (a)
tem, it appears that these corrections are, in fact, f( X \I\ &L(
the radiative shifts of the atomic state |n):
AE;=AE,. This assumption is consistent with the _'—l'——"' "
condition N >> 1.
Then, by factorizing out the field-dependent
quantities, one easily gets the intensity dependence \5 [(( i\ / \7’ / / “Ll"
of the second-order atomic level shift AE\®. For
instance, by introducing the laser intensity I and the
characteristic atomic field strength intensity
Io=-5 | Ey|2=7.016X 10 W/cm? , _KH« \ /f / \\ /;‘)771
41
where Ey=e /a} is the atomic unit of electric field A} b Vi
strength intensity, one has (b)
FIG. 1. Diagrams contributing to the second-order
AE,(,Z)z erf)(m) . (17) (a) and fourth-order (b) stimulated radiative corrections
21, in the electric dipole gauge. The diagrams denoted I

(2) . . . . . and II (b) are referred to as proper diagrams in the text.
Here 7,"() is an atomic matrix element which, in Those numbered III to VI, in which the system can re-

the case of a laser beam linearly polarized along the turn in the initial state after two interactions, are re-
Oz axis, reads ferred to as improper diagrams.



1

() ) — 2
() s] | @), | E,_E, tHo

(18)

where (2),, =(n|z|n,) and |n )= |nlm) and
|ny)=|nylym,) are the atomic kets in the initial
and intermediate virtual states, respectively. The
infinite sum runs over the complete (discrete -+
continuous) atomic spectrum and we have dropped,
for notational convenience, the small imaginary
part i7 in the denominators. Note the two terms
inside the bracket may be associated, respectively,
to the two diagrams displayed in Fig. 1(a).

As this point will be considered later, it is in-
teresting to express AE.? in terms of the average of
the square of the electric field operator, Eq. (4).

One has*!
]
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E'—(N |E?|N)=4rNfw _ 4w, (19)
7 c
and
=
AEP=E vy (20)
2E3

The field dependence of AE\* may be similarly
expressed in terms either of the laser intensity or of
the average value of the fourth power of the electric
field operator, and one has
2

I
AE,(,4)= EI: T:“(b))
1 E* (4)
=——7, (@) . (21)
6 Eng @

Here 7(w) is an atomic fourth-order matrix ele-
ment, which, in the case of a laser beam linearly po-
larized along the Oz axis, reads explicitly

1

T’(l4)(w)= "Ss "82 "Sl (Z)nn3(z)n3n2(2)n2nl(Z)nln

=

—E, +#0)E, —E,,+ 2% )(E, —E, +#0)

*E,

(Z)""S(Z)"3"2(z)"2"](z)ﬂlﬂ

+S S S

_En3

1
—#iw (E, — E,, — 2#00)(E, — E, —#i0) y

1 2

ny nyFEnny

E,—E,,

(E,—E, +#0)E,—Ey +#0)  (E,—E, —#w)E,—E, +#a)

1

T

1

E,—E, —fw)(E, —E, —#w)

1

—12 (@) S [ (2D, |
m

The first term corresponds to the contribution of
the so-called proper diagrams,'*3¢ numbered I and
II in Fig. 1(b). Other terms may be associated to
the four improper diagrams,'**¢ corresponding to
processes in which the system can return in the ini-
tial state after two interactions with the field.
These diagrams are numbered III to VI in Fig. 1(b).
The evaluation of the infinite sums which appear in
those expressions will be presented in the next sec-
tion.

III. COMPUTATIONAL PROCEDURE

In the case of a nonrelativistic hydrogenic atom,
the infinite sums, entering Egs. (18) and (22), may

+
(Ey—Ey +fi0)  (E,—E, —fw)’

l . (22)
r

be evaluated exactly, either by solving a system of
inhomogeneous differential equations,*? or by using
compact representations of the Coulomb Green’s
function.**~* Here we have used the latter tech-
nique and more precisely the so-called Sturmian
representation,** which has proven to be extremely
useful in multiphoton calculations.?®*¢*’ The main
advantage encountered in using this representation
lies in the fact that the infinite sums running over
the physical (discrete + continuous) atomic spec-
trum are replaced by sums over the (discrete) Stur-
mian spectrum.*””*® One is thus faced with the
standard problem of the numerical computation of
infinite (possibly multiple) series. These series are
usually convergent, but, as we shall show, in some
cases of physical interest, they may diverge. Thus
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we have found it useful to accelerate their conver- A. Second-order amplitude

gence with the help of the so-called e-algorithm,*”>

which is closely connected to the Padé approxi- The reduced atomic second-order amplitude, Eq.

mants.’! (18), is conveniently rewritten in terms of the
Before going further and presenting the computa- Coulomb Green’s function

tional procedure we have used, we should em- Y

phasize that we have not introduced the concept of G(E)=S M (23)

quasienergy spectrum of the atom in the presence of n E—E,

the strong electromagnetic field. As a matter of
fact, it has been pointed out by several authors that
the external field mixes atomic states with the same 75 (@)= {nlm | z[G(E, + )
principal quantum number and the same parity.2
As a consequence, the atomic wave functions

and becomes

+G(E,—w)]z |nlm) .

should be expressed as linear combinations of un- 24)
perturbed wave functions, which obviously renders
the computation much more intricate. However, by Note that hereafter atomic units will be used.
comparing with our own results, we have verified After factorizing the angular part one has
that the magnitude of the corrections so introduced 12 _m?
. . . () >—m
remains relatively small (see below). Moreover it Tnim (@)=, RS REST)
may be demonstrated that the shift of the A >

barycenter of a given level is unaffected by such a

transformation,?? and, as the level shifts themselves X[TP(@)+ TP (—w)], (25)

are small corrections, we are confident that our re- where A=[—1,14+1; I, =sup(/,A) and the second-
sults are very good approximations. This is obvi- order radial amplitudes T3 (+o) are
ously the case in fourth-order calculations, in which 2) 26)
the quasienergy formalism would lead to unneces- Ty (+0)=(nl | rGy(E, t@)r |nl) . (
sary complications. Here
J

(r|nl)=Ry(r)=Cye~"""r" \[Fi(—n+1+41;2142;2r /n) (27a)

with
. (D) 172
C., =2+, —1-2 n : (27b)
=2 [l =1

being radial hydrogenic wave functions.”
G, (E) is the radial component of the Coulomb Green’s function for angular momentum A, whose expan-

sion over the Coulomb Sturmian basis reads*’

© S (por’)S,i(por)
6B = $ A{Po AlDo . po=V _3E , (28)
v 1—vpy

where
S (por) =N, 1 (pole —Po", A Fil—=v+A+1;2042;2por) , 2%

with

| (v ) 172

N, 2(po)=(2pg*+! o >
AlPo)=(2py) QA+1) (v—x—n!] >

being the radial Coulomb Sturmian functions for angular momentum A and energy E = —p3/2<0.
Thus, T‘f’ (+) may be rewritten as

TP(10)=C2, S [Nyapd) P1—vpd)~ [T (n1/n |v,ApE)P (30)
v=A+1
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where py =[ —2(E, +©)]'/? and the quantity denoted J is an integral of the following general form:

J(v,A\po | VA, po) = fo‘” dr P3N TTPORPO) B v dA 4 22p0r) i (M 4+ 1= 20 4+ 25207 ) -

(31

In the particular case A'=A+1 we are concerned with, those integrals can be evaluated in closed form via a

generalization of Gordon’s formula,*”>* and may be conveniently factorized as follows>*:
' v+v
Jdopo |V, Xpi)= | 2P| T hopo | V1) (32)
PoTPo

where J is now a combination of hypergeometric polynomials times algebraic factors, and

(2A, +1)!

T, hopo | VM op) =(—1)"

, 2k>+2
2055 (Po—Po)
2 2

X3 |, |Pos vy —1+4)—pocv.] (33)
q=0

Po> —Poc |* | —4popo

> <
——— | JF1 A, +l—v, —gA +1—v 20 ;————
Pos+poc | 1T 7 < 7 (po—po)’

Here A, =sup(A,A’), A_=inf(A,A'), and pg,,v.
(Po<,v<) are the values of the parameters po v cor-
responding to A, (A ).

From those results one can easily reexpress the
amplitude T'?(+w) as an infinite series in the vari-
able

¢ Py —1/n 2
= ps+1/n
We have
TP (+0)= Y a,(+0)f% , (34)
r=0

where the coefficients a,(+®), which exhibit a
somewhat complicated structure, can be deduced
from the formulas (30)—(33). Such an expression
for the radial amplitude is general, whatever hydro-
genic state |n,/) is considered, and represents, in
some sense, an extension of the analytical formulas
previously obtained for the low-lying states by using
integral representations of the Coulomb Green’s
function.#”3*—%7 As a matter of fact, one can show
(see Appendix A) that the series Eq. (34) may al-
ways be expressed as a sum of algebraic factors,
plus one term proportional to a Gauss hyper-
geometric function of the general form
2F1(1,b;b +p;&), where p> 1 is an integer.”® This
result enables us to make the connection with the
above-mentioned compact formulas and to gain
some insight into the analytical properties of the
series Eq. (34). On the other hand, the hyper-

T

geometric  functions ,F(1,b;c;z) have a
continued-fraction expansion converging in the
whole complex plane, except on the cut
(+1,4 ).%® This theorem permits us to assess the
validity of the e-algorithm technique we have used
for accelerating the convergence of the series (34)
(see below).

B. Fourth-order amplitude

Again the reduced fourth-order hydrogenic am-
plitudes entering expression (22) may be reexpressed
in terms of Coulomb Green’s functions. Note, how-
ever, that two cases should be distinguished accord-
ing to whether the initial state | n/) is excluded or
not from the generalized sum over the states
| nyl,), ie., if the corresponding diagram Fig. 1(b)
is improper or not. As a matter of fact, if the state
|nl) is excluded from the infinite summation, one
has to introduce the so-called reduced Coulomb
Green’s function G'"(E, ) whose expression will be
given below.

1. Contribution of the proper diagrams

In the following, for the sake of simplicity, we
shall consider the case of a typical amplitude corre-
sponding, for instance, to the diagram I, in Fig.
1(b). After the angular part is factorized out, any
fourth-order amplitude of the general form
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(nlm | zG (E, +©)zG (E, +20)
XzG(E, 4+ )z | nlm )

may be written in terms of the following reduced
radial amplitudes:

TE[“);‘ZA} =(nl|rG, (E, +0)rG) (E, +20)rG, (E, +o)r | nl) (35)

with A,=I+1, A\,=1,1+2, A3=I[+1. By using the Sturmian representation of the Coulomb Green’s function,
amplitudes of this kind may be rewritten as a triple sum, generalizing in a straightforward way the second or-

der. With similar notations one has

o Nia(poy)
33
T, =Cu? X o ——

vy=hy+1 —V3Do3

= Nop, (o)

J(n,,1/n | v3,A3,p03)

X Y —1—‘—‘-7("3,)»3,P03|V2,7\2,P02)
vy=Ay+1 —V2Pm
« Ny (por)
X 3 ————J(v3, AP0 | visAupo I (v, Appor | 151,170 (36)
vi=m+1 1=ViPor
r
where  poi=poy=[—2E,+0)]'"? and py= Lauricella’s hypergeometric functions of several

[—2(E, +2w)]"%2. The same analysis as in the
second-order case leads us to reexpress this ampli-
tude in terms of a triple series, in three variables’:

r. r

SV RIEED YA S (37)
rrars

where

(1/n—po1)(po2 —pot)

(1/n+po1)(por+po1)

(Po1 —P02)(Po3 —Po2)

(Por +P02) P03 +Po2)

(Po2—pPo3)(1/n —pg3)

(P02 +Po3)(1/n+po3)

1=

=

&=

and the explicit expression of Ay ryrps which is too

long to be reproduced here, may be found by inspec-
tion with the help of formulas (27b), (29b), and (33).

It should be stressed that such a Sturmian series
expansion is valid, whatever initial hydrogenic
bound state is considered. Although it is likely that

these series have a structure similar to those of
|

variables,® one cannot derive their analytic proper-

ties so easily as in the second-order case. However,
as we shall show in the following section, the nu-
merical convergence of the series (37) is usually very
good. Note also that if one had used integral repre-
sentations of the Coulomb Green’s function, the
amplitude Tf]);\zl} would have been expressed in

terms of multiple integrals. For a general deriva-
tion of such a result, based on a group-theoretical
approach, see Ref. 61.

2. Contributions of the improper diagrams

The general expression of these contributions,
which has been given in Eq. (22), can be split into a
fourth-order term and a product of two second-
order amplitudes, respectively. Again, for the sake
of simplicity, we shall consider only a typical case
exemplified by the diagram III, in Fig. 1(b). In the
fourth-order term, the initial state |n/) has to be
consistently excluded from the infinite sum over the
states |n,A,), which leads us to consider the fol-
lowing reduced radial amplitudes:

T34, =(nl | rGy,(E, +@)rG ) (E,)rGy (E, +w)r |nl) (38)
where G5 (E,) is the radial component, for angular momentum A, of the reduced Coulomb Green’s func-
tion®>%3, and

G, = 5 LA () 1R {nk =3 E_EGE]| . (39)

nstn E,—E, G E—E,

g=g, OFE " E=E

n n
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Several representations of G (" (E,) in terms of transcendental functions have been proposed so far,%2%3 but
unfortunately they share a common lack of symmetry in the variables which hinder us from obtaining closed
expressions of the amplitude. Instead we have found it useful to rely upon a Sturmian expansion for G"(E,)

(see Appendix B and Ref. 64). One gets the following general expression:

Syalr/n)S, \(r'/n)
1—v/n

(r|GY(E)|r) =3
vEn

— 28y A(P /)8y a(F' /1)

— [+ A+ 1) =) Sy a(r /0)Sy 1 a(F /1) + Sy 1 alr /1)Spa(r' /n)]

+ 5[+ A=A —=D][S, a(r/n)Sy 1 2(r' /1) + Sy _1 alr /)Sy a(r'/0)] . (40)

After being replaced in Eq. (38), T’}‘(;i)z}‘s can be reexpressed as a triple series, similar to that of Eq. (37), plus

simpler terms reducing to a product of two second-order amplitudes.
All that remains is the contribution of the product AE*(3/0E )AE'?, whose radial part, in the case of the

graph III considered here, reduces to

(2)

(nl|r|nA)]|?
—111(+w)as| [r|niAdy) |

3E n, E+o-E,

E=E

where we have dropped the small imaginary part in
in the denominator. Again we have used a Sturmi-
an representation of the derivative of the Coulomb
Green’s function:
d -

_KE_'G(E)=(E_H“') 2,
The expansion, which has been obtained as a by-
product when establishing the one for G{"(E,), is
given in Appendix B.

(42)

IV. NUMERICAL RESULTS

The numerical results, which we shall present and
discuss now, were obtained by summing the series
given in Eq. (34) for second-order amplitudes and in
Eq. (37) for the fourth-order ones. In order to im-
prove the efficiency of the computation we have
used routinely the € algorithm which has provided
reliable results in case of slow convergence (and
even in case of divergence) of the series. In subsec-
tion A we present our results for the second-order
contribution to the level shift and compare them
with previous calculations. Fourth-order contribu-
tions are given in subsection B. In order to get an
independent check of our results, we have per-
formed also a crude evaluation of the fourth-order
amplitudes by retaining only a limited set of bound
states in the infinite summations S, We have
found that, in contradistinction with the second-
order case, such an approximation leads to very

=Ti3(+w)nl Ir[GM(E,,+co)]2r |nl), (41)

r
poor results and we analyze the reasons of this rath-
er deceptive behavior. In subsection C, we consider
the limiting case w— 0 and make the connection
with the dc-Stark effect. Finally, the case
20> | E, |, i.e., when two-photon ionization is pos-
sible, is investigated in subsection D, leading to an
extension of the optical theorem to the case of mul-
tiphoton forward-scattering processes.

A. Second-order level shift

The computation merely consists of summing the
series Eq. (34). Two cases should be distinguished
according to whether the laser frequency w is small-
er or greater than the ionization energy of the atom-
ic state | E, | =1/2n2. In the first case the parame-
ters py =(n"272w)"? are real positive and
|&1] <1. Then the series (34) converges very well
and the computation of approximate values of the
sum does not give rise to any particular trouble.
Our results are in excellent agreement with the most
accurate values given by Gavrila®> for the two-
photon amplitude 7\>(w), Eq. (24) (see Table I).
One observes also a good coincidence between our
results and those obtained by Dubreuil®> for the
second-order contribution to the light shift of excit-
ed states (n =2,3) irradiated by a neodymium laser
(@=9440 cm~'=4.3x10"% a.u.) (see Table II). In
this table we present also the data obtained by Zon
et al.?* who used the quasienergy formalism: The
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TABLE I. Comparison of our results with those of Gavrila (Ref. 55) for the second-order
transition amplitude 7{3(w), in the 18 state of hydrogen. An excellent agreement is found be-
tween these results obtained by using two different representations of the Coulomb Green’s

function.
w This work Gavrila
a.u. Re(r}) Im(+2) Re(7) Im(71¥)
0.02 —0.001 804 —0.001 804
0.04 —0.007 269 —0.007 269
0.08 —0.029937 —0.029936
0.1 —0.047 843 —0.047 843
0.2 —0.237 667 —0.237 667
0.4 2.691623 2.691623
0.8 1.226119 —0.544 400 1.226 119 —0.544 400
1.0 1.205980 —0.362705 1.205980 —0.362 705
2.0 1.100074 —0.095814 1.100074 —0.095814
5.0 1.025 888 —0.014455 1.025 888 —0.014 455
10 1.008 098 —0.003193 1.008 097 —0.003193

discrepancies never exceed 1% for the states con-
sidered here.

In the second case, i.e., ® > 1/2n?, ionization can
take place and the amplitude 75, (), Eq. (24), ac-
quires an imaginary part connected via the optical
theorem to the photoionization cross section.”
More precisely the argument of the Coulomb
Green’s function in the reduced amplitude
T (+w), Eq. (26), becomes positive and accord-
ingly the parameter pg¢ is  imaginary:
pd =—i(|n*—20|)"2. As a consequence
| §+ | =1 and one observes that (34) converges very
slowly or even diverges. In order to sum the series,
we have used the € algorithm, closely connected to
the Padé approximants.**=3! The results we have

TABLE II. Second-order contribution to the light
shift, expressed in cm~!, of hydrogenic states |nim ) ir-
radiated with a linearly polarized neodymium laser
(0=9440 cm~!, I=1 MW/cm?). Comparison is made
with Dubreuil’s results obtained by a direct summation
method (Ref. 25) and the data given by Zon et al. (Ref.
22) who took into account the degeneracy of the atomic
states, in the presence of the laser field. These results
show that the introduction of the quasienergy formalism
leads to corrections smaller than 1% in the case con-
sidered here.

nim This work Dubreuil Zon

200 —2.841(—4) —2.839(—4) —2.844(—4)
210 —5.264(—4) —5.262(—4) —5.266(—4)
211 —3.787(—4) —3.786(—4) —3.788(—4)
310 2.191(—4) 2.195(—4) 2.185(—-3)
311 1.287(—-3) 1.303(—3) 1.302(—3)
321 2.689(—3) 2.711(-3) 2.703(—-3)

obtained in that way are in excellent agreement with
those of Gavrila (see Table I). Moreover, since the
series (34) can always be expressed in terms of
Gauss hypergeometric functions ,F(1,b;c;z), one
can prove the convergence of the e-algorithm
scheme (see Appendix A and Ref. 26). In Table III
we have compared our results for the excited states
with those obtained by Zon et al.?> As expected,
the discrepancies are sometimes noticeable, the mix-
ing of states becoming of increasing importance in
this case. Note, however, that the order of magni-
tude still remains correct.

B. Fourth-order level shift

The main difficulty encountered in the computa-
tion is to sum the triple series, Eq. (37). Other con-
tributions, arising from the improper diagrams, al-
ways reduce to products of two simple series, with
structures similar to those we have discussed above.
Now, the convergence of the triple sum (37) de-
pends essentially on the respective values of the
variables {;, i=1,2,3. One can verify that, if the
laser frequency is such that 2w < 1/2n?, the param-
eters po; are real positive and |§; | <1, which en-
sures a good convergence of the summation process.
Note, however, that we have routinely used the € al-
gorithm, which has permitted us to significantly
improve the convergence rate of the nested sums.
We present in Table IV the resulting values of the
fourth-order amplitude (or dynamic dipole polariza-
bility) 7\¥(w), for the ground state, at several select-
ed values of the laser frequency w.

In the absence of previous theoretical calculations
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TABLE III. Two-photon hydrogenic amplitudes 7yj(e) in atomic units for a linearly po-
larized neodymium laser (w =4.30X 1072 a.u.). The columns headed (a) and (b) are, respec-

(2)

tively, the real and imaginary parts of 7,,(@). By comparing with the results obtained by
Zon et al. (Ref. 22) one can check that the quasienergy formalism leads to significant correc-
tions only for excited states (see Sec. IV A).

State Zon et al. This work
nlm (a) (b) (a) (b)
100 4.55 4.55
200 181.6 181.7
210 336.5 336.7
300 —727.0 —1753.0
310 —1404. —1388.
320 —2036. —1984.
321 —1734. —1719.
400 —525.4 201.8 —527.5 174.5
410 —568.6 222.6 —568.3 226.7
420 —599.0 141.7 —596.0 168.3
421 —601.5 148.8 —601.0 148.4
500 —551.5 73.41 —522.5 92.70
510 —457.2 107.2 —452.7 115.1
520 —395.7 100.2 —424.4 80.47
521 —462.7 71.07 —462.7 70.84
and in order to check our computation, we have at- G (E)= i AnA)nA|
tempted to get estimated values of 7\§(w). To this ners1 E—E,
end, we performed a rough evaluation of the infinite ©
sums, running over the (physical) spectrum, by in- + f 0 ﬂlklkEL_g(k‘k—L , (43)

cluding only a limited number of bound states in
the summation. More precisely, we used a truncat-
ed representation of the infinite generalized sum
entering the Coulomb Green’s function expansion:

n

GE)~ S AnAind]

n=A+1 E_E"

instead of

TABLE IV. Second-order, 7\3(w), and fourth-order,
71¥(w), dynamic dipole polarizability of hydrogen in the
ground state, in atomic units. (a) CO, laser; (b) neodym-
ium; (c) ruby; (d) neodymium second harmonic.

(2) (4)

o a.u. —T7is() —T15(@)
2.00(—4) 4.50000 333.285
5.00(—4) 4.50000 333.289
1.00(—3) 4.50003 333.301
4.30(—3)(a) 4.50049 333.5
5.00(—3) 4.500 66 333.6
1.00(—2) 4.502 66 334.6
4.30(—2)(b) 4.54976 358.6
5.00(—2) 4.567 55 368.2
6.56(—2)(c) 4.61790 397.0
8.60(—2)(d) 4.706 60 454.6
1.00(—1) 4.784 30 513.1

where the integral represents the continuous spec-
trum contribution. Since in the electric dipole

TABLE V. Comparison of the exact computation
with a crude estimation of the value of a typical fourth-
order amplitude

T (0)=(10|rG(E, +w)rGo(E| +2w)
XrG(E;+w)r|10) ,

obtained by replacing

n
max

GUE)~ 3

n=A+1

|nAY{nA|/(E—E,).

AS Ny increases, the estimated value of T'§)(w) does
not become stable and departs more and more from
the exact one.

M max w=0.1425 »=0.086
5 —0.7503( + 4) —0.2322(+ 4)
10 —0.8769( + 4) —0.3012( + 4)
15 —0.1028( + 5) —0.3766( + 4)
20 —0.1179( + 5) —0.4516( + 4)
Exact —0.3598( + 4) —0.6855( + 3)

value
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gauge this latter contribution is usually small with
respect to the discrete spectrum contribution,?”3
such an approximation provides reliable estimates
in two-photon (second-order) calculations.?’” Unfor-
tunately, this a priori favorable circumstance does
not hold anymore in fourth-order computations as
one can convince oneself by consulting Table V: If
one increases 1 p,,, the obtained values for a typical
amplitude T%l)kzl; do not tend towards a stable limit

and, on the contrary, increase steadily. This rather
surprising behavior may be qualitatively explained
by the fact that the main contributions to the multi-
ple sums come from matrix elements connecting
atomic states with the same principal quantum
number [Ref. 53, formula (63.5); note the sign is er-
roneous in this reference]:

(n,l|r|n,lil)=-—%n(n2—l2> )72 (44)

Such matrix elements grow like n?, unlike those
connecting states with different quantum numbers »n
and n' which decrease like (n,)73/%, where
n =sup(n,n’').” The more we include states in the
triple summation, the larger these contributions,
which do not compensate one to the other and are
not counterbalanced by the continuous spectrum as
they should be in a correct calculation, become.
This very peculiar behavior illustrates the difficul-
ties encountered when trying to get sensible esti-
mates in high-order perturbative computations.

| (Z)ml3 12 (Z)nnl |2

C. Connection with the dc-Stark effect

A test, which does not suffer such drawbacks, is
provided by considering the limit o— 0. As a
matter of fact, one might expect that, if the fre-
quency goes to zero, the expressions of AE* and
AE!® tend to the corresponding dc-Stark shift
corrections. This is verified at once in the second-
order case since

lim AE'Y = lim E—zf‘”(m)
" 2E3 "

o—0 w—0 0
2
E2 I(z)nn]l
g = 45
£ m En—E,, )

which is exactly the first nonvanishing term in
perturbation-theory calculation of the Stark effect.*®
One can verify in Table IV that, as w— 0, the
dynamic dipole polarizability 72(w) tends towards
%, in coincidence with the exact result for the static
dipole polarizability.%*

The verification is more intricate in the fourth-
order case since the first terms contained in the ex-
pression of 74 (@), Eq. (22), become singular when
w— 0. In these terms, which correspond to the
proper diagrams I and II in Fig. 1(b), the initial
state |n) is not excluded from the infinite sum over
the states |n,), and they can be rewritten accord-

ingly®’:

1

Mw) =S S
" I+11  py my 2w

+S8 S S (z),,,,3(z),,3,,2(z),,2,.](z),,l,,

ny nyFEn n

(E,—Ey, +0)E, —E, +0)

+

(Ey—Ey,—0)(E, —E, —0)

1

(Ey—Ey,+0)Ey — Ey +20)(E, —E, +0)

1
+ 46
(E, —E,,—w)E,—E, —20)E, —E, —o) “8)
Taking the limit w— 0, one easily extracts the apparent singularity in the first term, and one obtains
2 2

lim 1“(e) _,8 s S (Dny(2)n 0 (2nyn, (2)nn .ss | (Dan, | * (2, | ' )

o—0 I+1 ny myztnny (Ep ——E,,})(E,l _E"Z)(E"—E”l) n ny (E, —E,,l)z(E,,—E,,l)

After regrouping with the other, nonsingular terms, contained in the expression (22), one gets eventually
lim (4)( )=6 S § S (Z)m’3(Z)".’i"Z(Z)nZnl(z)"l'l S S | (z)ml3 | 2 I (Z),,n‘ | g (48)
Ty (@)= -
00 " ny my#nny (Ey—Ey NEy—Ey NEy,—E,)  ny ny (Ey—E, Y(E,—E,) |’

which coincides, to within a factor 6, with the fourth-order contribution to the static dipole polarizability.>

When specializing to the ground state (see Table IV), one can verify that, as  goes towards zero,

7{¥(w)— —333.285, which is close to within 1 part in 10° from the exact value®* %
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3555
25
Note that the factor 6=(3) arises from the number of combinations of four indistinguishable photons, taken

two by two, as displayed in the Feynman diagrams, Fig. 1(b). This factor disappears when averaging the
fourth power of the electric field operator, Eq. (21).

lim 7i¥(w)=—6
0o—0

D. Generalization of the optical theorem

If the laser frequency o increases such that | E, | <2w <2|E, |, two-photon ionization is possible and the
amplitude corresponding to the diagram I in Fig. 1(b) (two-photon absorption followed by the stimulated
emission of two identical photons) becomes complex. This may be shown by considering its expression

()| = lim (n | 2G(Ey +0+im)2G(Ey +20+i0)2G(E, +0+in)z | n), (49)
T’—-)

where we have displayed the small imaginary part in. This latter part is of importance, in the case considered
here, since the real part of the argument of the second Green’s function is positive. One has explicitly
|n3)(n, | | ky) ks |

lim G(E, +20+im)=3 ———2" 1 lim [ dk : , (50)
7—0 T EOTHY ,lzzE,,-+—2aJ—E,I2 q—-OfO 2E,,+2&)+117—Ek2

where the integral, corresponding to the continuous spectrum contribution, becomes

| k2) <k, |

. *® ® [k, X k, | .
JI.I.no fo diez E, +2a)—Ek2+z"q =P fO dka E, +20—E, —im|k2) ks | Ey,=E,+20 ) (51)
As a consequence, the imaginary part of 7.(w) is
Im7 (@)= —7| (ky | 2G(E, +w)z |n ) |?| By =Ey+20 > (52)
I
which is exactly, within a factor —, the square of summation of Eq. (37), and a (convergent) sequence
the two-photon ionization amplitude.* This may of Padé approximants obtained via the € algorithm.
be rewritten in terms of the two-photon ionization Note, however, that the convergence of the Padé se-
cross section o'2, extending in some sense the opti- quences cannot be assessed on the grounds of gen-
cal theorem to the case of four-photon forward eral theorems in the case of such multiple series. In
scattering: spite of the lack of general proof, the accuracy of
2) our numerical results gives yet further support to
a2 Imr(e) = — 2 L (53) our method.
0 n \W)= .
4 aw 1

This has provided us with another independent
check of our computation; see Table VI. However,

it is worth noting that, in this particular situation, TABLE VL. Comparison of our results for the ima-
the Sturmian triple series Eq. (37), associated with ginary part of the fourth-order dynamic dipole polariza-
the amplitude (49), does not converge. As a matter bility Im7{¥(w) of the ground state with the square of
of fact, when 2w> |E,|, the parameter the corresponding two-photon-ionization amplitude (Ref.
Pr=—i(2|E,+20|)"? and |&,|=1: one ob- 54). This comparison validates our numerical approach
serves then a strong divergence of the triple series for summing the (divergent) triple series Eq. (37).

(37). Again, we have been able to sum it by using © (a.u) 7w) — 7| (ky|2Gz | 18) |2

the € algorithm, which has permitted us to easily

derive the corresponding Padé table. ( }‘31327:: i 0.83 4
The power of this technique is illustrated in B 2849 ) —0.8350(+4) —0.8350(+4)
Table VII, where we compare a typical (divergent) ( A='1600 A —0.4164(+ 4) 04158 (4 4)

sequence of partial sums obtained from a direct
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TABLE VII. Comparison of a divergent sequence of partial sums

n ©

Se= 3 33 a0 00080

8] =0 Ty T3

with the corresponding diagonal sequence of Padé approximants obtained from the e-
algorithm scheme. The sum considered here corresponds to a typical complex amplitude
9 (o), Eq. (37), associated to the diagram I at ®=0.3799 (A=1200 A), i.e., when two-
photon ionization of the ground state can take place.

n Sh [n/n]

1 0.963(+7)—i.222(+7) —0.130(+8)—7.265(+7)
2 —0.682(+8)—i.142(+9) 4+0.256(+7)+i.135(+8)
3 —0.726(+9)+1.692(+9) 4+0.988(+7)+7.248(+7)
4 0.381(+ 10) +7. 142( + 10) +0.650(+7)—i.526(+6)
7 0.768(+ 11)+1.330( + 10) +0.578(+7)—i.139(+5)
8 —0.996(+11)—i.125(+12) +0.578(+7)—i.148(+5)
9 —0.502(+ 11)+7.302(+12) +0.578(+7)—i.151(+5)
17 —0.333(413)+i. 114( +14)

18 —0.144( 4 14) —i.815(+13)

V. CONCLUSION

In this paper, we have presented an efficient and
reliable method, based on a Sturmian expansion of
the Coulomb Green’s function, for computing
high-order perturbative amplitudes in hydrogen.
The stimulated radiative shift of a hydrogenic state
may be obtained, up to and including fourth order,
from the formula
2

AE, (0)~—1—1P(0) + P

2, "

21,
(54)

It is interesting to note that, for the ground state,
at laser frequencies o < %, the shift is negative, i.e.,
the 1S state is lowered, in similarity with the dc-
Stark effect. As a consequence, at low frequencies,
the stimulated radiative corrections in S states are
opposite to the Lamb shift which is positive (see
Fig. 2). One can check that this latter shift can be
compensated in the 1S state by irradiating a H atom
with a neodymium laser working at I~10"
W/cm?

Another interesting fact which may be deduced
from our results listed in Table IV is that, still at
lower frequencies, the dc-Stark results provide a fair
approximation of the order of magnitude of the
corrections. Moreover, this similarity indicates that
the perturbative series for the ac-Stark shift is likely

to be asymptotic.'> There is no doubt that this
point would deserve further investigations in con-
nection with the other expansions obtained, for in-
stance, in terms of operator continued fractions.

-A EIS(MHZ)
10'°
10>
8134
10

! 3

-9 7 '_5 X
10 10 10 07 1,

FIG. 2. Second-order (solid line) and fourth-order
(dashed line) contributions to the level shift of the
ground state in the presence of a monomode neodymium
laser (w=4.3X10"2 au.) of intensity I. Here
1,=17.016X10'®* W/cm?. The horizontal dot-dashed line
represents the Lamb shift ~+8134 MHz of the ground
state.
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We have also shown the usefulness of using
Padé-related techniques for summing poorly con-
vergent or even divergent multiple series. The ques-
tion of generalizing the concept of Padé approxi-
mants to the case of multiple series is by no means a
trivial one.®® However, the success of our approach
(see Table VII) shows that it is not hopeless.

As a by-product, we have given a Sturmian repre-
sentation of the reduced Coulomb Green’s function
which should be useful in stationary perturbation-
theory computations in hydrogen. Another in-
teresting result was to show that approximate calcu-
lations, based on a partial summation of the discrete
spectrum contribution, can lead to misleading es-
timations of the magnitude of the fourth-order am-
plitudes. We have also obtained an extension of the
optical theorem to the case of multiphoton elastic
scattering by relating the two-photon-ionization
cross section to the imaginary part of the amplitude
of four-photon forward scattering.
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APPENDIX A: CLOSED-FORM EXPRESSIONS
FOR SECOND-ORDER RADIAL AMPLITUDES

Any second-order radial transition amplitude of
the general form

TP (w)=(nl | rG(E,+o)r |nl), A=I+1
(A1)

may be rewritten as a series expansion in the vari-
able

2

Po—1/n 12
=|— |, po=[—2(E .
Pt 1/n po=[—2(E, +o)]
We have
T ()= 3 at", (A2)
r=0

where a, depends in a complicated way on the
parameters o, 1, [, and A [see Egs. (30)—(34)], and
on the index r. The important point is to note that
a, contains polynomials of order p <(n—1)* in the

summation index r, which implies that after some
algebra, T> (») can always be expressed in terms of
a linear combination of sums of the following gen-
eral form:

- (r+g)! g’
. pye p_" 117
S(p,q,a,§)—’§0r r R (A3)

where p and ¢ are positive integers and a and ¢ are
complex numbers. These series obey the recurrence
relation

S(p,q;2;6)=R(p —1,¢;§)—aS(p—1,q;a;8) ,
(A4)
where
® !
Ripge)= 3 TRy (A5)
r=0 :
which, in turn, obey another simple recurrence rela-
tion:

R(p',q;6)=R(p'—1,q+15£)

—(g+1R(p'—1,4;¢) (A6)
with

o

R(0,4;8)= 3, (r+q)¢’/r!
r=0

=q(1-¢)~9*D . (A7)
Thus the series S(p,q;a;5) can be recurrently ex-

pressed as a sum of algebraic terms of the form
(A7), plus one term proportional to S(0,p;a;&):

) S rtgt &
SOPiad=2 (o)

!
=L oF(ag+liat+) (A9

|
=%(1—§)_"2F1(1,a—-q;a+1;§) .
(A9)

Consequently, the amplitude T (w) may be even-
tually expressed as a linear combination of algebraic
factors, plus one term containing a Gauss hyper-
geometric function.

In the particular case of a second-order amplitude
involving the ground state, i.e.,

T1(0)=(10|rG,(0—7)r|10) ,
2

) P():(l—zw)l/z ’

one gets, for instance,
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1

2 —8
(po+1)
12 Po Po 2_pl ’4;3__;§] ] , (A10)
0

Tyw)=— |2 -

(1—p22 | 2 (2po—1) > Po

which corresponds to Gavrila’s result.*

Generalization to any second-order bound-bound transition amplitude between states | n,/) and |n’,l’) is
straightforward, though leading to cumbersome calculations. It should be stressed, however, that it is by far
more convenient, from a practical point of view, to directly compute the sum, Eq. (A2), which usually con-
verges very well. When it is not so (see Sec. IV), one can safely use the € algorithm for constructing conver-
gent sequences of Padé approximants (converging faster towards the exact result) which represent the analyti-
cal continuation of the series (A2). This is one of the main advantages we have encountered in using the Stur-
mian representation of the Coulomb Green’s function in such computations.

APPENDIX B: STURMIAN EXPANSION FOR THE REDUCED
COULOMB GREEN’S FUNCTION

We start from the definition®>%

= |GA(E)+(E—E, ) GA(E) . (B1)

G (E, )——(E E, )GAE i

On using the orthogonality properties of the eigenfunctions of H,,, one has

d n'A){n'A )
—G,(E)= =—[G\(E B2
3E WE)= nS (E—E,,')z [GA(E)] (B2)
and replacing G (E) by its Sturmian expansion, Eq. (28), one gets
® ® S, (S, )| S, )2 (S, )
2 G (E)=— D> | S4,4(P0)) (Sy alpo) | ,;.(1’!70 ){Sya(po) | ' (B3)
oE v=A+1v'=A+1 (l—Vpo)(l—-’Vpo)

The next step is to note that the Sturmian functions are not orthogonal, and that the scalar product reads®

(S, 2(P0) | Sy 2(P0)) =p5 [V — T [(v —A— D)V + M)V, — 5 [(v =M v+A+ 1], 1] -

(B4)
Then one gets easily
—a—GA(E)——Po_l i lsvl(po ><SV2A(P0)| l_(V_}\'—l)(v_i_l)'SV,A(p0)>(SV—-1,l(p0)|
oE ey w0 (1—vpo) 2 (1—=vpo)[1—(v—1)po]
i (‘V—A,)(V‘f‘)\.‘f‘l)|Sv,k(p0)><sv+1,k(p0)| (BS)
2 (1—wpo)[1—=(v+1)po]

This is the form we have used for expressing the second-order amplitude entering the expression of
(3/3E)AE?, Egs. (41). The reduced Coulomb Green’s function is then obtained by inserting (B5) into (B1)
and taking the limit E =E,, i.e., po=1/n. The remaining finite result is given in Eq. (40). Note that, if we
consider the special case of the ground state, the reduced function becomes

Vo(r)SVO(r )
—v

GE)“(—% i —2e “’*")[5—2(r+r’)] . (B6)

As the Sturmian functions can be expressed in terms of Laguerre polynomials, this may be rewritten as fol-
lows:



27 STIMULATED RADIATIVE CORRECTIONS IN HYDROGEN IN . .. 993
2| = Li2rLy2r)
G\ _1 — _e—lr+r |2 Y Y 5 2r4r) , (B7)
ot=3) ¢ .E, viv+1) + +
where L¥(r) are Laguerre polynomials. By comparing with the known representation®®*
2r
GH (= 11=2e ="+ |2 In(4rr) 4 2 +7) =T |-L b | 4y S —2Ei2r ) | (B8)
<
one gets the nice summation formula
= L)N2rL)2r) 2y tn(arr) 4 L e Ei2r )
2 g S Ty oS -, R, (B9)

where r _ is inf(r,r'), y=0.5772. . . denotes Euler’s constant and Ei(2r _ ) is the exponential integral function

Bi(—x)=— [ Te~tdr .

By considering reduced Green’s functions for other atomic states, one could obtain more general formulas,

similar to those given by Erdelyi and others.”
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