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In the coupled-state impact-parameter method, the exact impact-parameter wave function is
approximated by a trial impact-parameter wave function which is a finite linear combination of N basis
vectors with time-dependent coefficients. In the standard approach the coefficients are determined by
solving the equations obtained by projecting the impact-parameter Schrodinger equation with the exact
wave function replaced by the trial wave function onto the N basis vectors which define the trial wave
function. It is well known that this method gives variational estimates of the transition amplitudes if
the basis vectors represent physical states. However, if in proton-hydrogen-atom scattering Sturmian
basis vectors, which are for the most part nonphysical basis vectors, are used, the method is not
variational. In this paper it is shown that if Sturmian basis vectors are used the method can be made
variational by projecting the Schrodinger equation with the exact wave function replaced by the trial
wave function onto the physical basis vectors of interest rather than onto the Sturmian basis vectors;
the resultant equations are no more difficult to solve than the standard equations. It is also shown that
useful variational bounds on the error of the estimate of a transition amplitude exist only if the trial
wave function is expanded in terms of a physical basis set.

I. INTRODUCTION

In the impact-parameter approximation to pro-
ton-hydrogen-atom collisions, the two protons
are treated as classical particles which move
with constant velocity. Thus the protons become
moving centers of force which subject the elec-
tron to a time-dependent potential, and the elec-
tron may undergo transitions to various states.

In order to calculate the various transition ampli-
tudes, the time-dependent impact-parameter
Schrédinger equation for the electron is solved
approximately; a commonly used approximation

is the coupled-state (or close-coupling) method.
In this method the exact impact-parameter state
vector }\Il,(t)) (where i denotes the initial state

of the system) is approximated by a trial impact-
parameter state vector ]\Il‘," (t)) which satisfies
the same initial boundary condition as |¥,(¢)) but
is written as a linear combination of a finite num-
ber N of specified basis vectors | ¢,,(¢)), n=1,...N,
with time-dependent coefficients. In the standard
approach, the coefficients are determined by sol-
ving the set of N coupled differential equations that
are obtained by first replacing |¥,(¢)) by |¥; , (¢))
in the impact-parameter Schrédinger equation,

and then projecting this modified equation onto the
N basis vectors | ¢,;,(¢)). The approximate transi-
tion amplitude to a given final state f is then given
by (&,(T)|¥;,,, (T)), where |®,(¢)) is the vector
which represents the unperturbed state f and where
T is very large and positive.

The question naturally arises as to the accuracy
of the above approximation. It is well known! that
if the basis states are physical states —states
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which tend to the true states of the proton-hydro-
gen-atom system when the protons are far apart—
the standard approach is variational. This means
that the error in the calculated transition ampli-
tude is of the order of the square of some weighted
average of ¥, -, . However, Gallaher and
Wilets? have adopted the standard approach and
used a Sturmian basis set. The virtue of a Stur-
mian basis set is that the Sturmian functions form
a discrete set which is complete. However, for
any given angular momentum, all but one Sturmian
function is nonphysical, and although the results
of Gallaher and Wilets appear to be quite good,
the standard approach is not variational when a
Sturmian basis set is used. One purpose of the
present paper is to develop a method which is
variational for a Sturmian basis set. The diffi-
culty in using Sturmian states arises because,
although the initial state can usually be repre-
sented by a finite linear combination of Sturmian
basis vectors, the final state often cannot be so
represented. We overcome this difficulty by in-
troducing a second trial state vector |¥, (£))
which, for large positive times, represents the
final state f of interest. We also introduce a
second set of N basis vectors | ¢,,(2)), n=1,...N,
and |¥, . (¢)) is written as a linear combination

of the | ¢4,(¢)). One can consider transitions to
those physical states which are represented by
linear combinations of the | ¢4,(¢)). Aswillbe seen
below, in order to calculate a variational esti-
mate of the transition amplitude, it is only nec-
essary to know |¥, ,(#)), and it is unnecessary

to know l‘Il,."(t)). However, the coefficients in the
expansion of |¥; ,(¢)) are determined not from the
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standard equations but from the N coupled equations
which are obtained by replacing |¥,(t)) by |, . (¢))
in the Schrodinger equation, and by projecting
the modified equation onto the |¢,,(t)), rather
than onto the | ¢,,(¢)). As will be shown later,
these new equations will always have a solution
if every vector in the subspace spanned by the
| ¢4,()) has a nonzero projection onto the sub-
space spanned by the | ¢,,(¢)). The new equations
are no more difficult to solve than the standard
equations and they have the advantage of leading
to variational and well-defined estimates of the
transition amplitudes.

The derivation of our variational result is
straightforward. We first obtain an identity of the
form

A=A AR <R, .

where A;; is the exact impact-parameter transi-
tion amplitude. The precise form of the terms
on the right-hand side is given in Sec. II. For
present purposes, we need merely note that A{
is a zeroth-order estimate which can be deter-
mined immediately from the asymptotic form of
the trial state vector |¥; ,(¢)), while A{}’ is a
first-order correction which is obtained by inte-
grating over all time a matrix element involving
both trial wave functions. The last term R{? is
formally a second-order error term. However,
R{2 involves a double integral over time with
infinite ranges of integration and, even though the
value of the integrand is everywhere of second
order, one must make certain that R{?’ does in
fact exist. Assuming that R{? exists, and is there-
fore truly of second order, its omission gives the
variational estimate

A= AR AW, A (1.2)

Since A;; exists, it follows from Egs. (1.1) and
(1.2) that R{?’ exists if, and only if, A} exists.
[It is important to realize that Eq. (1.2) does not
give a variational estimate unless R}%) exists. An
example of where R}%) is neglected even though it
oscillates without a limit is in the Brinkman-
Kramers approximation for charge transfer;
hence this approximation is not variational, in
contrast to the Born approximation.] Given any
two trial wave functions which are such that
R exists, Eq. (1.2) generates a variational esti-
mate, although, in general, one has to perform

a complicated integral to evaluate Af}’. However,
it turns out that if one determines the expansion
coefficients of the trial state vectors so that the
variation 8 Af}’ vanishes, A{}’ also vanishes, and
one then has the very simple variational estimate
AP =A[Q. The equations obtained from the re-
quirement 6 A{?’ =0 are just the equations men-

tioned above.

As useful as variational principles may be, their
use does not provide a knowledge of the sign of the
error, nor any real estimate of the magnitude of
the error. Variational bounds, on the other hand,
can provide such knowledge. Variational bounds,
though they may, in fact, be infinite, and there-
fore useless, can be obtained within the impact-
parameter approximation by using the Schwarz
inequality to eliminate the unknown quantity (name-
ly the time-translation operator) from R{¥.> A
second purpose of this paper is to investigate the
conditions under which the variational bounds are
finite.* It turns out (somewhat unfortunately) that
the variational bounds are finite only if l\If‘.m( t))
and |, (1)) are both expanded in terms of a physi-
cal basis set. Numerical values of the variational
bounds have been obtained® in the two-state ap-
proximation, and the additional effort involved in
calculating numerical bounds is only a small frac-
tion of the effort involved in solving the coupled-
state equations. In Appendix A we give a rapid
numerical technique for evaluating certain inte-
grals which appear in the calculation of varia-
tional bounds in proton-hydrogen-atom scat-
tering.

The entire analysis of this paper will be re-
stricted to the proton-hydrogen-atom system.
(However, this analysis can be generalized im-
mediately to other systems for which the initial
state and the relevant final states of the isolated
systems are known.) In Sec. IT we derive a varia-
tional approximation to the amplitude for the elec-
tron to-undergo a particular transition in a finite
duration. In Sec. III we let the length of this dura-
tion become infinite, and we show that the ap-
propriate limits exist.

II. COUPLED -STATE EQUATIONS

A. Variational principle

Let T be the coordinate of the electron relative
to the target proton A, which we assume is al-
ways at rest, and let R(¢) be the coordinate of
the incident proton B relative to A. The protons
are treated classically and B is assumed to move
with constant velocity, and we have

R(t)=B+¥t,

where b is the impact parameter and ¥ is the
velocity of B relative to A. The Hamiltonian is
(we use atomic units hereafter)
H=-tvir-—-—L . L @
Y O |F-R(t) R()

If the term 1/R(t) is omitted from H(¢), the exact



94 ROBIN SHAKESHAFT AND LARRY SPRUCH 10

transition amplitude has an infinite phase factor.
We retain the term 1/R(t); the transition ampli-
tude then exists,® the infinite phase factor having
been eliminated, and Eqs. (2.4) below are satis-
fied.

Initially, before some large negative time T},
the electron is bound to proton A in the state i .
For times ¢<T,, the electron is effectively un-
perturbed and its normalized state vector is
|®,(¢)) where, in coordinate space,

1 .9 -
(—év;z—-r— -3 -a—t—> ®,(T,t)=0. 2.2)

With the definitions

h(t)=H(t) - i gat-

o) lI=Cpl )72,

it follows from Eqs. (2.1) and (2.2) that for large
4,

(2.3)

ROLRONE =fd;

1 1 -l
ok |f-ﬁ(t)|>q"(r’t)|
1 = | > 2

“'W fdrlr-ﬁ(t)@,(r,t)l

1
vit?

~

[aEls-sa,, t)12=0<—tl;>,
where the caret denotes a unit vector and where,
in the second step, we used the fact that the pres-
ence of ®,(T,t) restricts the range of  in the inte-
grand. Wenote that ®;(, {) need not be a stationary
state, so that the integrand |¥+9®,(¥, ¢)|2 may
contain bounded oscillating terms in ¢ as well as
constant terms. It follows from the above that

lim ¢||r(8)|@,(¢) | =0. (2.4a)
t—>

If at some large positive time T} the electron is
bound to either A or B in the state f, then it will
remain in that state for times ¢>7T,, being effec-
tively unperturbed. Let |®,(¢)) be the normalized
state vector of the state f. Then &,(¥,¢) will
satisfy the same equation (2.2) as ®,(¥, t) does if,
in the state f, the electron is bound to A; if, how-
ever, the electron is bound to B in the state f,
then &,(T, ¢) satisfies the equation

1
—a Vel e
< 2T T F =R
In either case it can be shown, as above, that

tlim tln(t)@,(t)]=0. (2.4b)

.9 -
1 -a—t)Q’f(I‘, t)=0.

[Note that if the electron is bound to B in state f,

then &,(T, ¢) restricts the range of |T -R(¢)|.]
Equations (2.4) will be used later. These equa-
tions are sufficient conditions for |®,(¢)) and
|®,(2)) to be possible incoming or outgoing state
vectors of the electron, and these state vectors
represent so-called physical states.®

With the initial boundary condition that the elec-
tron is in the state ¢ at time T}, the state vector
of the electron at times ¢t>7T; is

[ ()=U(t, T) ®,(T;), (2.5)

where the time-translation operator U(t¢,¢,) is
defined by

R(OU(t,t)=0; Ulty,t,)=1. (2.6)

We shall make use of the following properties of
U, which are easily derived:

U(t, =1, 2.72)
U, =u, ), (2.7)
U, (e, =1, 2.7c)
U(t, UG, t)=U(t,t), @.7d)

for all finite times ¢, 7, and ¢'.
The transition amplitude for finding the electron
in the state f at the large positive time 7} is

AT, T,) =@y (T|U(T;, T))| 24(T,)) . (2.8)

By using properties (2.7b) and (2.7d), we can re-
write Eq. (2.8) in the form

Ap(T, , T) =@, (T)|U(t, T,) U(¢, ;)| 8,(T}))
= (L (g (2)) (2.9)

for any time ¢, where |¥,(¢)) is defined by Eq.
(2.5), and where

I%(£)=U(t, T,)| @(T,)). (2.10)

Clearly, |¥,(¢)) is the state vector of the system at
time ¢ if the system is in the state j at time T},
where j =i or f, and |¥,(¢)) is determined by the
Schrédinger equation and the boundary condition
|%,(T,))=19,(T,)). Later, we take the limits T,~<,
T; -~ —. To avoid repetition, hereafter a sub-
script j is always to be understood to mean i or
f.

In order to obtain a variational approximation to
A, we introduce trial state vectors I\If,."( t)) which
satisfy the same boundary conditions as I\If,( t)).
These trial vectors are each chosen to be linear
combinations of N normalizable, linearly inde-
pendent, not necessarily orthogonal, and, in
general, time-dependent, basis vectors. We have

1, (D=2 a4, o (D] 6,0(1)), (2.11)
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where the trial coefficients a , , are to be deter-
mined from a variational procedure which leads,
of course, to a set of coupled differential equa-
tions. Hereafter we drop the subscript tr from
the trial coefficients for otherwise the notation is
rather cumbersome. The basis vectors |¢,,(t))
span an N-dimensional subspace 3¢, (t), and P,(t)
is defined to be the projection operator which:
projects onto this subspace.

The boundary- condition on |¥; () is

l‘yj,u(Tj)>=|®j(Tj)> (2.12)

and Eq. (2.12) can only be satisfied if |®,(T})) is
contained within the subspace 3, (T,), that is, if

P,(T))|&,(T,)=|&,(T,)). 2.13)

We note that if the state ¢ is the ground state of
the hydrogen atom, the boundary condition on
¥, - can be satisfied with a Sturmian basis set.
However if, for example, the state f is the 2s
state of the hydrogen atom (with nucleus A or B),
the boundary condition on ¥ , cannot be satisfied
with a Sturmian basis set, since the 2s wave func-
tion of the hydrogen atom cannot be formed from
a finite number of Sturmian functions.

To proceed further, we introduce operators
U,(t ,t,) which govern the time development of the
trial vectors. We have, for all { and ¢,

‘\I’i.tr(t»:Uj(t’to){q'j,u(to))- (2.14)

We need not specify the U; and in fact the choice
is not unique. From Eq. (2.14) and the boundary
condition (2.12) we have

|‘I’j,tr(t)>=Uj(t,Tj)l‘l’;(Tj» (2.15)
and it follows that
Uj(Tj ’ Tj)lq)j(T;»:lq’j(Tj)) . (2.16)

We note that it is not necessarily true that U,(t ,t)
=1, in contrast to Eq. (2.7a), and the only property
of the trial operators that we require is that Eq.
(2.16) be satisfied. Using Eq. (2.16) we can re-
write Eq. (2.8) in the form

AH(Tf ’ Ti) = <q’f(7})lUf(Tf , T})T
XU(T, , T,) U(T,, T)| ®,(T;)).  (2.17)
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We now obtain an integral equation for the opera-
tor appearing in Eq. (2.17) by considering the ex-
pression?

- | " ar {utt, MU, t )

[

-l u@, O] Tur, t o)} (2.18)

In this expression, and in all subsequent expres-
sions, it is to be understood that k(7) never oper-
ates beyond a bra, a ket, or a square or curly
bracket. With the additional understanding that
Eq. (2.18) is to be evaluated in a scalar product
between normalizable functions, we can reduce
this expression by using the Hermiticity of H(7).
With the aid of Eq. (2.7b), we see that the terms
in H(7) cancel and Eq. (2.18) reduces to

- J;:’ dar 38? [U(t ’ T) Uj(T’ to)] ’

that is, to
U(t,to)Uj(to,to)—U,.(t,to),

where we have used Eq. (2.7a). Equating Eq.
(2.19) to Eq. (2.18), and noting that by Eq. (2.6)
the term in square brackets in Eq. (2.18) vanishes,
we obtain

U(t,t)Ultoto)=U(t,t,)

(2.19)

t

—ij dr, U(t, 1) hr,) Uy(ry, to),
t
[}

(2.20)

where we have replaced the variable of integra-
tion 7 by 7,. Taking the adjoint of Eq. (2.20), using
Eq. (2.7b), and replacing ¢, by-t, ¢t by 7,, T, by

7,, and j by j’, where j’'=1i or f, we obtain

Up(t,8)'u(t,r,)=U; (1, t)'
—i f‘ dr,[h(r) Uy (r,, O] TU(7,, 7).

(2.21)

We now premultiply both sides of Eq. (2.20) by
Uy (t,t)" and then use Eq. (2.21) in the right-hand
side of the resulting equation. We obtain

¢
Up(t, DUt E Uty t o) =Ups (£, OTUL(E, £ ) =i ] dr, Uy (ry, () Uy(r,, )
¢

- ft dTZJ‘TZdTl[h(Tz) Uy (15, ) TU (T, 7)) BT U (T, 8 ),
tg to

where we have used the relation

¢ ¢ ¢ A
f d‘rzf d‘rl=f ar, ar,
U to to to

(2.22)

to change the limits of the double integral.

Equation (2.22) is the desired equation. Setting
i'=f,j=i, t=T;, and t,=T, in Eq. (2.22), and
using this equation in Eq. (2.17), we obtain



96 ROBIN SHAKESHAFT AND LARRY SPRUCH 10

AT, T) = AfP(T;, Ty)

+AfP(T,, T)+RP(T,,T,),  (2.23)
where, using Eqs. (2.15) and (2.16),
A}?)(T}’Tf) <q)f(Tf)l Y (T, (2.24)

AT, T) =i fT'dt<\P,,u<t)lh(t>l\If,,u(t)>,

(2.25)

and

.

5t
Rﬂ (T}’TG = f dtzf dt1<h(t2)‘1'f,t:(tz)l
i

XU(t,, ¢ l)lh(t )Y, (£,).

Equations (2.23)-(2.26) were derived previously,?
but with the restriction that the trial operators
satisfy U,(¢,¢)=1 for all {£. The present derivation
is, therefore, slightly more general than that of
Ref. 3; also, here we emphasize the role of the
trial wave functions, whereas in Ref. 3 the role
of the trial operators was emphasized. (See also
note added in proof in Ref. 3.) Note that the trial
operators do not appear in the final expressions
(2.23)—(2.26), their lack of uniqueness playing no
role.

Now since

RO, (£) =R()|Q,(1)),

where , =¥, , —-¥,, it follows that R{?’ is of second
order in the average error of the trial wave func-
tions; therefore, supressing the arguments of T,
and T; when no confusion might arise, the expres-
sion

(¥) 2 A€0) . ACD)
A=Ay + Agy

(2.26)

(2.27)

is a variational approximation to A,;. The error
term can, in fact, be bounded. Since U has the
isometric property (2.7¢), we can eliminate U
from Eq. (2.26) by using the Schwarz inequality.
In this way, we obtain the bound

|R®|<R, (2.282)
where
Bd 1} t2
RE= [ 7 at, [ at n(e )% (D]
g
x| ()%, (e (2.28Db)

We therefore have the variational bounds3**

|AfP| - Ry <|Ayl<|AfP|+RY . (2.29)

B. Derivation of equations

The coefficients a,,(¢) satisfy boundary condi-
tions at £=7,. These coefficients can be deter-
mined Varlatlonally by requiring that A{}’ be sta-

tionary for variations da,,(t) subject to the condi-
tions da,,(T;)=0. Let us first consider variations
in a,,(t). Since Ay’ is independent of a,,, we have
6A{Y =0, and therefore '

%
6A‘°>—6A“>=—i2f dt da},(t)

X{ s R(E)] Y, t,(t)>. (2.30)

We require that 8A{}’ be zero for arbitrary varia-
tions day,(¢), and this is only possible if

<¢fn(t)]h(t)|\l’,u(t)>=o ﬂzl,...,N (2.31)

whlch implies that A{Y = A{?. Thus if we know

¥, (1), we obtain, very s1mply, a variational ex-
pression for the transition amplitude. Using the
expansion (2.11) for ¥, , (¢), Eqgs.(2.31) leadtoa
set of N first-order coupled differential equations
for the coefficients a;,(¢). We can combine the
equations of (2.31) formally into the single equation

P (t)r(2) Y, (2))=0. (2.32)

Note that Eq. (2.32) is not necessarily equivalent
to the standard coupled-state equations, since

P; need not be equal to P;. The standard coupled-
state equations can be written formally as the
single equation

Pt (D) g( 1)) =O0.

tatr

(2.33)
If P,#P;, then |¥, . (¢)) and | ¥ (¢)) satisfy

fotr
different equations (but the same boundary condi-
tions), and the difference between these two vec-
tors is generally not orthogonal to P;, so that
different values for the transition amplitude are

obtained.

We now consider variations in a,,(f). From Eq.
(2.24) we have
AL = Z 8a;, (T, X @4 (T))] 614(T))) . (2.34)

From Eq. (2.25) we have, with a dot representing
a time derivative,

N .7
A =~ sz’dtbai,,(t)
n=1 Ti

X[(%, (O R(E)] (1))
—i0a,, (£, (1) Ps(tN].

If we integrate by parts the term in 6a,,, noting
that 6a,,(T;) =0, we obtain, using the Hermiticity
of H(t) and Eq. (2.12) and combining terms,

oap=-i3; |

- Z oam(r,)@,(ml bin(T})) .

(2.35)

dt 6ain( t)< ¢in( t)lh( t)I‘I’ tr( t)) *

(2.36)
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It follows from Egs. (2.27), (2.34), and (2.36) that

& .
bAR =i fT dt 8a,,(1X 4 (DI R(DIE, (D)%,
n=1 i

(2.37)

We require that 5A}}” be zero for arbitrary varia-
tions da;,(¢), and this is only possible if

(Pin(DIR(DY, (8))=0, n=1,...,N. (2.38)

Expanding ¥, ,(¢), Eq. (2.38) leads to a set of N
first-order coupled differential equations for the
coefficients a,,(t). We note that we do not need
these coefficients to evaluate A{}’. However, we
do need these coefficients to evaluate the bound
R}’;’ on the error term. The equations of (2.38)
can be combined formally into the single equation

Py () h(£)]%;, ,(£))=0. (2.39)

We have, up to this point, chosen the varia-
tional parameters of the trial wave functions to be
linear coefficients a,,,(t) of completely specified
basis vectors. We could also build nonlinear varia-
tional parameters, such as variable effective
charges, into the basis vectors themselves. Al-
though we do no? consider this possibility here,
we mention that these “nonlinear” parameters
could be determined from Euler-Lagrange equa-
tions which are obtained by requiring that Af} be
stationary. Alternatively, as a slightly more
practical numerical procedure, one could evaluate
Af? (or R%) for a number of sets of values of the
nonlinear parameters and then choose the non-
linear parameters to be those for which A,“,-” (or
RY) is estimated by interpolation to be stationary
(or a minimum); even this approach is often not
practical.®

C. Matrix form of equations

Equations (2.31) and (2.38) are not in the form
most suitable for numerical integration. For this
purpose it is more convenient to write these equa-
tions in matrix form. Noting that both Eqgs. (2.31)
and (2.38) are encompassed by

N
<¢,,m<t) > an(06,(0)=0

for the appropriate choices of j and j’, we have
iN (DA (8)=M, (A1), (2.40)

where A j(t) is the column matrix with elements
a,,(t), and where N ,/;(¢) and M ,.,(#) are the ma-
trices with elements (¢, ,(¢)| ¢,,(¢)) and
(Pyrm(OA(8) $,,(t)), respectively. It is clear that
Eq. (2.40) will have a solution if, and only if,
N,;(#) has an inverse, that is, if for all ¢

n(t)

(2.41)

where the symbol “det” denotes determinant.
Equation (2.41) is equivalent to the condition that
every vector in the subspace JC,s,(¢) has a nonzero
projection onto the subspace JC,,,(t). We will as-
sume the validity of Eq. (2.41).

It follows from the definition of N ,.(#) that

IiJ'J(t)T =Iiu’(t)'

By considering the definitions of M ;,(¢) and
M ,,;(#)" and using the fact that H(¢) is Hermitian,
it is not difficult to see that

detlij,j( t)¢ 0,

(2.42)

iN (=M, ()T =M 1, (2). (2.43)
It follows from Eqs. (2.43) and (2.40) that
LA (DN (DA (] =0, (2.44)

dt

where A () is any solution of Eq. (2.40), and
where é j:(t) is any solution of the equation ob-
tained by interchanging j and j’ in Eq. (2.40).
Equations (2.43) and (2.44) are generalizations of
the well-known relations derived by Green’; these
relations can be used as checks on the calcula-
tions.?

D. Time -reversal invariance

We now consider some useful consequences of
time-reversal invariance.””® We define the anti-
unitary operator 8 as the product of the time-
reversal operator and the operator which reflects
the coordinates of the electron in the plane which
passes through the origin of coordinates, and is per-
pendicular to the velocity V of the relative motion of
Aand B. Inorder to fully exploit the rotation, reflec-
tion, and time-reversal symmetries of the sys-
tem, the basis sets should be chosen so that 3¢,,(t)
is transformed into 3¢,y (~¢) under 8. More pre-
cisely, the basis vectors should be chosen so that

sl (pjn( t)) =d£n l (pln(-t)> ’

where the constants d’, depend on the basis vec-
tors and form the diagonal elements of a unitary
diagonal matrix D ;. If Eq. (2.45) is satisfied for
all times, it is not difficult to show that (cf. Ref. 9)

(2.45)

M ;(£)=D ;s M ;5(~)*D ¥ (2.46a)

E!’j(t)=21'§1’1(_t)*2;' (2.46b)
The time symmetry expressed by Eqs. (2.46)
enables one to cut the computing time in half. Also,
we obtain a further check on the calculations by
noting that [according to Eqgs. (2.46)] if A ;+(¢)
satisfies Eq. (2.40) (with j and j’ interchanged),
then so does D ;s A ,(~t)*, and therefore from Eq.
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(2.44) we have

4 [A,(-HD}N,(04,(0]=0, 2.47)

where the tilde over A ,denotes the transpose of
A

HI. ASYMPTOTIC LIMITS
A. Transition amplitude

In this section we pass to the asymptotic limits
T,~», T,~ -<. From Egs. (2.24), (2.25), (2.27),
and (2.31) we have, with ¥, , (¢) determined from
(2.31),

AT, T;) =BT Y, o (T))) - (3.1)

We consider the limit 7, -« first. Let us replace
T, by the variable ¢{. Then, from Egs. (2.13) and
(3.1) we have

AR (8, T) =2, (Y, (£)) =(Bp(£) B, ()%, (£)) .
(3.2)
From Eq. (2.32) we have

sz(t) 7 1%, () =B () H(D) ¥, (£)) 3.3)

and using Eqs. (3.2) and (3.3), we obtain (noting
that P, is Hermitian)

§ 240 ¢ 1y-i( 2 [P,(t)é,(n]l %,.(0))

+z(<l>f(t)lP,(t) 1%, (£)

4(“” (t), ,,,(t)>

+( @ (DH(D Y, (£))
=(h(8) ()Y, (1)), (3.4)

where in the last step we have used the Hermiticity
of H. Using the Schwarz inequality, it follows
from Eq. (3.4) that
aA
[P (¢, 7)<l 1, (o0

x|a(B) @, (N ] (3.5)

and using Eq. (2.4b) we obtain (noting that

1%, .(¢) ]l is bounded by some finite number inde-
pendent of ¢ if we assume a sensible choice of
basis vectors)

lim ¢

t—>w

——ﬂ (t, Ti)I (3.6)

It follows from Eq. (3.6) that the limit of A} (T, T;)
as T, ~= exists, that is, A{}’(«,T;), is well de-

fined. To consider the limit 7; -~ -« with 7, fixed,
we write Eq. (3.1) in a different form. From Egs.
(2.31) we have

j:’de RN (1) =0, 3.7)
§

and by integrating by parts the term in the 7 deriv-
ative, and using the Hermiticity of H(7), we obtain

“i<q>f(7})|‘l’c.u(7})>+ i(%, «(T)| 2 (T;))
%
+ f at (¥, (DR (1) * =
Ti

(3.8)

By Eq. (2.38), the integral of Eq. (3.8) vanishes,
and therefore

<<I>f(T )I 4,"(1}')):(‘I‘f,“(T()IQi(T;»- (3-9)
From Egs. (3.1) and (3.9), we have
AT, T) =Y, (1) 2(T))) . (3.10)

We now consider AfP(=,t). In just the same way
that we proved Eq. (3.5), but using Eq. (2.39)
rather than Eq. (2.32), we can show that

aA(v)
ot (=01

<[l1%, (Nl

x[[r(6) @, (N ] (8.11)

and it then follows, using Eq. (2.4a), and noting
that [||¥ ., (¢))|| is normally bounded, that

- _
wt—‘- =0. (3.12)

lim ¢ (0, t)

t>=o

Hence the limit of Af}’(«,T;) as T; ~ — = exists;
that is, A{}’(«, —«) is well defined, and is there-
fore truly a variational approximation to A, (~, —),
We note that, although A}’ (, —=) exists, when a
Sturmian i-basis set is used the coefficients a;,(2)
will not have limits as - +%, and they will con-
tinue to oscillate. However, in contrast to the
procedure of Gallaher and Wilets, we do not need
to remove the oscillating parts of the coefficients
to calculate the transition amplitudes.

B. Bounds on the error term

From Eq. (2.28b) we have
Bd % t2
RY (T},T‘)=f dtzf}(tz)j dat,F(t,), (3.13)
T 5

where

F ()=, (D]

We now take the limits 7, ~« and T; - -« in Eq.
(3.13). We obtain

(3.14)
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R.??(w)_w)=fm dtG(t), (315)
where
t
GU)EFf(‘)f dt, F(t,). (3.16)

It follows from Eq. (3.15) that R}{ (,—=) is finite
if, and only if,
lim tG(t)=0. (3.17)
t—> 1o
In this section we investigate the conditions under
which Eq. (3.17) is satisfied.

To begin, let us assume that all of the basis
vectors represent physical states, so that, for
all j and =,

lim ¢ r(8)| ¢,,(£)) | =0. (3.18)
t—> o
Let us define _lij(t) to be the column matrix with
elements

b,,(8) = (DY, (1)) (3.19)

In just the same way that we proved that A} (7}, T;)
has limits as T, —~, T;,~ -, we can prove that,
for all j and n, b,,(¢) has limits as ¢t~ +=, so that
lim tb,,(¢)=0. (3.20)
t—>t
It then follows that since A ,(¢) is related to B,(?)
through the nonsingular matrix with elements
(P;n(D] ¢;m(t)), we must have, for all j and n,
lim ta,,(t)=0. (3.21)
t—> i
Since the norm of a sum is less than or equal to

the sum of the norms, we have, by Eqs. (3.14)
and (2.11),

F()< ) l=ia, () +a,, () (D] | 6,0 (D]
N
<2

=1
la;, @)% [ aN
n=1
N
OIS GO P (3.22)
n=1

Using Eqgs. (3.18) and (3.21) in Eq. (3.22) we obtain
(noting that ||| ¢,,(¢))|| and |a,,(¢)| are bounded)

lim ¢ F;(¢) =0, (3.23)

t— o
and hence Eq. (3.17) is satisfied. Therefore, if
we use physical i- and f-basis sets, we can ob-
tain finite variational upper and lower bounds on
the transition amplitude. It can be shown that
these bounds fall off sufficiently rapidly with im-
pact parameter to give finite variational bounds on
the cross section.? We note that if the i- and

f -basis sets are both physical, they must in fact
be equivalent, for otherwise Eq. (2.41) would not
be satisfied. With equivalent i- and f-basis sets,
the new coupled-state equations reduce, of course,
to the standard equations.
As we will now show, the bound R} (,— =) does
not exist if Eq. (3.18) is not satisfied for all j and
n. Suppose that at least one of the i-basis vectors
does not satisfy Eq. (3.18). Then it is not difficult
to see that F,(¢) cannot tend to zero as t—«. [How-
ever, F,(t) will tend to zero as t— —« if the coef-
ficient of the particular nonphysical ¢-basis vector
vanishes sufficiently rapidly as t— —~. We as-
sume that it does; otherwise G(¢) does not even
exist.] It follows that G(¢) will behave like ¢tF,(¢)
for large positive {. Similarly, if at least one of
the f-basis vectors does not satisfy Eq. (3.18),
E,(t) cannot tend to zero as t— -, and then G(¢)
behaves like ¢F;(t) for large negative ¢. In order
to satisfy Eq. (3.17) in the first case, we must have
lim¢2E(¢)=0; (3.24a)
oo

in order to satisfy Eq. (3.17) in the second case,

we must have
lim £2F,(t)=0.

t—>=—o

(3.24b)

We now show that Eqs. (3.24) cannot be satisfied.
For simplicity we assume the i- and f-basis sets
are identical and we drop the subscript j from .
the basis vectors and from the projection opera-
tors. We introduce the projection operator @ (t)
which projects onto the complement of the subspace
¥y (t), so that

P(t)+Q(¢)=1. (3.25)

Then we have

[F()]2=(n() Y, ()| R()Y;, . (2))
=(h()Y;, (OIP(2)+Q(D)|A(£)Y,, (2)
=(h(1)Y,  (DIQ(D|r(1)Y,, (1)

N
= D am(t)a,,(t)

n,m=1

X (h(t)pm(DQ () R(t) (1)), (3.26)

where in the third step we used Eq. (2.32), and in
the last step we observed that

so that no terms containing either a,, or a,, ap-
pear. Let us assume that, initially, the electron
is in the state with state vector | $,(2)), that is,
|®,(2))=|¢,(¢t)). Then, for large negative times,
only a;,(t) is appreciable and from Eq. (3.26) we
have, as t~ -,
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[F(D]2~(r() @, (DIQ(D| () ®,(2)).

If we introduce an infinite set of orthonormal vec-
tors |¢,(¢)) which span the complement of 3Cy(¢),
then

Q(t)=f‘_, [9,(E)Xw, (8],
»

=N+1

(3.27)

and from Eq. (3.27) we obtain

[F(0)2~3 K, (DR @, () |2 (3.28)
I d

=N+1
However, for large negative { we have
[ () R(@)| @:(8)) | ~ (L/2282)|(up () |+ D] ®,(2)) |
(3.29)

and there are an infinite number of vectors | ¥, (£))

for which (¢, (t)| T+ 9| ®;(¢)) is not zero. Hence

from Eqs. (3.28) and (3.29), we have
F(t)~c/t?,

where c is nonzero, and therefore Eq. (3.24b)
cannot be satisfied. Similarly, Eq. (3.24a) cannot
be satisfied. It can be shown, however, that a
first-order bound exists, even though a variational
bound does not exist.

C. Useful form for Fi(t)

We have shown that variational bounds can be
obtained when the i- and f-basis sets are identical
physical basis sets. We end this paper by deriving
a useful form for F;(¢) when the i- and f-basis
sets are identical. We have

[£,(012= (R0, (D R(D Y, o (1)
N
=2 an( DO Y, (DIR(D6,(1), (3.30)

where we have used Egs. (2.31) or Egs. (2.38) to
eliminate the terms containing a,,(¢). Expanding
¥, .. (¢) in (3.30) we obtain

N
[F (2= 3 a;m() a;(t)(Dn(®)| R(E)Oa(2))

m,n=

+ 2 am(B)*a(t)

m,n=1

XCh(E)pm(DR(E)Pa(2)) . (3.31)

Using Eq. (2.40), the first sum in Eq. (3.31) can
be written in the form

N . N
3 073 (OaOIRO0) (D)

=iA,(OTM(1) A, (1) =-A ()N(D) A ,(1).
(3.32)

The second sum in Eq. (3.31) can be written in

the form A ,(¢)W(¢)A ,(¢), where W(¢) is the ma-
trix with elements (k(#)¢,,(¢)| 2(t)¢,(t)). There-
fore [F,(t)]2 assumes the very simple and sym-
metric matrix form

[F,(1)]2=A ()TW(D) A, ()= A ()'N() A ,(8).
(3.33)

The quantities A ,(2), é,(t), and N(¢#) can be ob-
tained from the (standard) coupled-state calcula-
tions. The evaluation of W(¢) is discussed in
Appendix A.

Note added in proof. The projection difficulties
encountered in the standard approach when a
Sturmian basis set is used can, in fact, be easily
avoided. Suppose, for example, that we wish to
calculate the transition amplitude to the 2s state.
Using the Hylleraas-Undheim theorem an approx-
imate 2s state can be defined by diagonalizing the
target Hamiltonian with respect to the set of N
Sturmian basis vectors. It can be shown that the
approximate transition amplitude (obtained from
the standard coupled-state equations) for transi-
tions to the approximate 2s state has a well-de-
fined value. However, this method does not ap-
pear to be variational, although this aspect is be-
ing investigated in more detail.

APPENDIX A

To compute W(?) in Eq. (3.33) it is necessary
to evaluate (for the proton-hydrogen-atom sys-
tem) the following two types of integrals:

J, = fd”fyh'-le-ar-i;'? Y, (7)p"' 1m0 Yz'u' (%),

N=zL, N'=2L" (A1)

and
rN -
= [dF S5 e u(7), N>L (a2)

where p=F —R. The integral J, can be evaluated
by the rapid differential equation technique due to
Cheshire.!® In this appendix we describe a tech-
nique, which is similar to spirit to Cheshire’s
technique, for evaluating J,.

By first expressing 1/p? in terms of its Fourier
transform, we can reduce J, to the form

J, =253 Ry (-2)""
,= 17(L+1)!I’L,(R)(—a—a> @ly), (A3)

where
* R (ER
I,,,=J; (kTal"E)Tz_dk' (A4)

The integrals I,; cannot be evaluated analytically.
Note that
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8 I,=-2(n+2)al,,,,,

=1, (a5)

and hence to evaluate J, we must evaluate the inte-
grals I, for n=L, L+1,...,N. Rather than
evaluate the I,; directly by numerical integration,
it is more expedient to solve a certain set of
coupled differential equations; we now derive this
set. These equations are integrated along the
projectile path.

We first differentiate I,, with respect to the time
¢t using the relation, valid for >0,

L) =dpma ) - ), (46)

After some simple manipulation we obtain, for
1>0, the result

jnl =k{1n-1.l-1—a21n.1-1_[(l+1)/R]Inl}, (A7)

where the dot denotes the derivative with respect
to t.

To obtain an equation for I,, we differentiate
I, with respect to £, using the relation

< o) =1, @). (a8)
We obtain

Io=-RI,; (A9)
however from Eq. (A7) we have

In=RlI,_,  -a%,,-@/R),]. (A10)

Clearly, if we can express I,_, , in terms of I,
and I,, then Egs. (A9) and (A10) will constitute
a closed set of coupled differential equations for
I,,and I,,. These latter equations, coupled with
Eq. (A7), will then provide a closed set of coupled

101

differential equations for I
we write out I,
have

a1y =1 To this end,
-1,0 €xplicitly. From Eq. (A4) we

1 ©

sinkR
I 1,0= R

\ de (A11)

and integrating by parts once gives

1 2(n+1) k coskR
I 1,0= RZg2"2 f (F2+a®)y? dk.

(A12)

However, also from Eq. (A4), we have

—RI. = f‘” kj,(kRR) - sz]l(kR)

nl (k2+a2)n+2
* kcoskR

= J‘; de. (A13)

Hence, from Eqs. (A12) and (A13), we have
1 2n+1
( + )(1"o

R2g2"*2 -

I

-RI,). (A14)

n=1,0~
Inserting this expression for I,_, . into Eq. (A10)
we then obtain

1]

. . 1 2n +2 2n
I, =R[Rzazn+2 - <a2+ R? )Ino+ R
(A15)

Equations (A7), (A9), and (A15) provide a set of
first-order coupled differential equations in time
for the integrals I, withn=1, 1+1,...,N and
1=0,1,...,L, where N>L>0, but N and L are
otherwise arbitrary. These equations can be
integrated subject to the boundary conditions
lim,_.I,; =0 or lim,_, _.I,; =0.
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