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A monochromatic laser is shown to be capable of inducing a bound state and multiple metastable
states not originally present in the field-free spectrum of a bound-continuum system. For the bound
state to exist, the field intensity must be larger than a certain frequency-dependent critical value.
The widths of the metastable states are found to be in general proportional to renormalized field in-
tensities rather than the physical field intensity. The energies can be classified as being in the meta-
stable or unstable regimes, depending on whether the observed widths are smaller or larger than the
corresponding “bare” widths predicted by perturbation theory. The relation of the Fano or laser-
induced “‘autoionization” states to the scattering states is also demonstrated.

I. INTRODUCTION

Systems involving interactions between bound and con-
tinuum states present many interesting features in their
spectral properties. The classic example is that of config-
uration interaction in atomic autoionization,! whose spec-
tra exhibit characteristic asymmetric peaks. Usually, the
bound-continuum coupling is considered to be completely
system dependent, so that the spectral structure is fixed
once the system is specified. The introduction of a laser,
however, changes the situation drastically: The radiative
bound-continuum coupling can readily be manipulated by
varying the laser characteristics so as to produce many
novel spectral features in a given system. Very interesting
studies of this situation have recently been carried out on
the processes of laser-induced autoionization’~’ and pho-
todetachment of electrons from negative ions.>~!' In the
former group of studies it is found that many details of
the radiative interaction, such as radiative decay of the
unperturbed continuum, phase fluctuation and relaxation
of the atomic system due to both atomic collisions and
laser-phase fluctuations, and even weak couplings between
the electron and photon continua, can lead to very distinc-
tive features in both the electron (autoionization) and pho-
ton (fluorescence) spectra. In the second group of studies,
results of particular importance are the possibility of pop-
ulation trapping (formation of bound states) due to the in-
terference between continuum-continuum transitions,®®
and the nonexponential time-decay due to threshold ef-
fects when the laser is tuned near the continuum thresh-
old.!°

In most of these studies, the coupling mechanisms be-
tween the bound states and different continua are quite in-
volved. In addition to radiative bound-bound couplings,
there are both the field-free configuration interaction and
radiative bound-continuum couplings. In some cases,
continuum-continuum couplings, both of the electron-
electron and electron-photon types, are also treated.
While such coupling schemes may be typical in many sys-
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tems, they are perhaps not the most suitable for studying
the effects due solely to the radiative bound-continuum
coupling.

In this paper, we make use of the simplest possible
model, discussed in Sec. II, to focus exclusively on this
coupling and present a systematic study of the spectral
problem associated with it. This case already brings into
focus several interesting basic features in the bound-
continuum spectrum which have largely been ignored pre-
viously. The generality of the model also makes it suit-
able for the investigation of a variety of other problems
involving charge-transfer in molecular systems, such as
gas-phase collisional ionization (Penning and associative)
and neutralization (negative-ion formation) of impact ions
in surface scattering.

An implicit assumption of many previous works is that
the spectral range is invariant with respect to the “rediag-
onalization” imposed by the bound-continuum coupling.
Thus, if the unperturbed spectrum consists of a discrete
state embedded in a continuum, the exact spectrum is as-
sumed to be just the continuum. In Sec. III this is found
to be untrue if the coupling strength is larger than a cer-
tain frequency-dependent critical value. When this condi-
tion is fulfilled, a true bound state appears whose energy
is lower than the threshold of the continuum. Its exact lo-
cation depends critically on both the field strength and
frequency of the laser. This fact makes the laser an ideal
tool for inducing a “tunable” bound state originally not
present in the field-free system.

The existence of a metastable state with energy centered
near the energy of the unperturbed discrete state and a
width directly proportional to the coupling strength is
another frequently-exploited implicit assumption. In
Secs. IV and V we show that when the coupling strength
is large and strongly energy dependent, this assumption
does not hold. Indeed, even when there is only one unper-
turbed discrete state, the laser may induce more than one
metastable state whose energy levels bear no simple rela-
tionship to the energy of the unperturbed discrete state
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[Eq. (37)]. This comes about because of the special prop-
erties of a principal-value Cauchy integral [Eq. (34)] usu-
ally taken to represent the line shift and conventionally
discarded. In the case of strong radiative coupling, this
quantity turns out to be of paramount importance. In
Sec. IV a specific model expression for the coupling [Eq.
(44)] is used in the calculation of this integral to demon-
strate explicitly its effect on the energies of the metastable
states (Figs. 3 and 4). Just as in the case of the bound
state, the laser-induced metastable states are also found to
be tunable by variation of the laser characteristics, but in
a more subtle way than first expected. The principal-
value integral also critically affects the widths of the
metastable states through the requirement of coupling-
constant renormalization when the field strength is large.
Thus it is shown in Sec. V that the physically observed
widths are not directly proportional to the physical field
intensity but to a renormalized field intensity which may
be larger or smaller than the physical one, depending on
the energy of the metastable state. For a given physical
field strength and frequency, we show that the energy
range of the continuum may be divided into three re-
gimes: the metastable regime, where the renormalized in-
tensity is smaller than the physical one (line narrowing);
the unstable regime, where the renormalized intensity is
larger than the physical one (line broadening); and the un-
physical regime, where the renormalized intensity is nega-
tive. These results point to the fact that in addition to the
energy levels, the lifetimes of the metastable states can
also be “tuned” by the laser.

In Sec. VI we apply the foregoing results to a derivation
of an expression for the dissociation or recombination
spectrum [Eq. (68)]. It is shown exactly how the reso-
nance peaks of the metastable states appear and how they
are influenced by the nonresonant background. Of special
interest is the fact that in the case where a true bound
state is present, an extra term [the first term inside the
large parentheses in Eq. (68)] is added into the non-
resonant background which is especially important near
the dissociation threshold [Fig. 4(b)].

In considering the bound and metastable states we have
found it necessary to introduce the scattering states,
which are continuum eigenstates of the total Hamiltonian
of our model. Not only are these states extremely impor-
tant within the structure of the theory, as shown in Sec.
IV, but they are useful in the direct calculation of the S
matrix from which information on both bound and meta-
stable states can be drawn. They are also the basic in-
gredients out of which eigenstates satisfying various boun-
dary conditions can be constructed. In particular, the
Fano states, which lead to the asymmetric profiles men-
tioned at the beginning of this section, are just standing-
wave combinations of the outgoing and incoming scatter-
ing states. This is demonstrated in Sec. VII.

II. THE MODEL

Our analytical work on the metastable states is based on
the Lee model of unstable particles.!>!3 Although this
model was originally introduced to treat the problem of
the renormalizability of field theories,'* in several variant
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forms it has become the prototype model of many bound-
continuum problems in diverse fields of physics.!> In the
present work we adapt it to the radiative coupling case
and provide a derivational and interpretive framework
which is unique to that coupling.

We consider the simplest model capable of describing
the laser-induced bound state and metastable states. Fig.
1 depicts schematically the energy spectrum of the model.
The single discrete state, of energy €4, is completely out-
side the continuum band; and the energy gap A, separat-
ing €; and the continuum (dissociation) threshold pu, is
taken to be sufficiently large such that there can be no
field-free bound-continuum interaction. A radiative
bound-continuum interaction, however, can be induced by
a laser with frequency w > A (% set equal to 1). We can
thus write the Hamiltonian as

H=H,+H', (1)
where
H0=edc;cd+ Zeczce—{—waz,aw s (2)
€
and
H'= (a} +a,)Vepcdce+ Viscacl) . (3)
€

cq (c;r ), Ce (c;r ), and a,, (aI,) are the destruction (creation)
operators for the discrete state, the continuum state of en-
ergy €, and the photon state of frequency w, respectively;
and V., is the radiative bound-continuum coupling
strength for energy €. In addition to the simplifying ap-
proximation of a single-mode field, the spin of the photon
(leading to polarization effects) has also been neglected.

The eigenstates { | ng,ne,n, )} of Hy form a complete
set. Since ng+n, is a constant of motion, we choose to
work in the sector of the entire Hilbert space in which
ng+ne=1, with the completeness relation

S(ld)dn |+ 3 | e, | | =1, 4)
n €

where
ld,)=11,0,n), (5)
l€e,)=10,1,n) , (6)

and n is any positive integer or zero. In this representa-
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FIG. 1. Schematic energy-level diagram for a model bound-
continuum system interacting with an external radiation field.
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tion all matrix elements of the form (d,|H |€,+) are
nonvanishing. Thus the entire sector of the Hilbert space
spanned by { |d,),|€,)} is in principle required for the
description of the radiative interaction. This sector, how-
ever, separates still further into an infinity of subspaces,
each invariant under H, if the rotating-wave approxima-
tion (RWA) is made. The RWA simply states that all an-
tiresonant processes are forbidden. With respect to the
energy spectrum of Fig. 1, this means that

<€n,Hldn—I>=0 )

for all n. Each irreducible subspace can then be labeled
by a fixed n and has a completeness relation of the form

ldns1){dni1| + 3 € en| =1. (8)

From now we shall assume the validity of the RWA and
work exclusively in the subspace where n =N is fixed and
ng+ne=1. N will be taken to the number of photons in
the external field and gives a measure of the latter’s inten-
sity.

As pointed out in the Introduction, two examples to
which this model can be applied, are the problems of gas-
phase collisional-ionization and charge transfer in ion-
surface scattering. In the first case, typical processes are
of the type

|
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A+B'
(4B)f

A*+B+o— +e
Using our model, |d, ;) would be the discrete state cor-
responding to the molecular-field complex A*+B
+(n+1)w and |¢,) the electronic continuum state with
energy €+nw above the 1omzatlon threshold correspond-
ing to the ion-complex A +B' or (4B)". In the second
case, |d, ;) may be the field-dressed valence state of the
impact ion, and |€,) the corresponding field-dressed
electronic band-state of the metallic surface. In the
present work, however, our model has not been adapted
for the treatment of the detailed dynamics of the nuclear
motion in these processes.

III. THE BOUND STATE

We proceed to solve the eigenvalue problem for H in

the subspace specified following Eq. (8). Let | E(N)) be
an eigenstate of H:
H|E(N))=E|E(N)) . 9)
It follows from Eq. (8) that | E(N)) can be expanded as
|E(N))=Bg |dy 1)+ 2 Xge|€n) . (10)
€

It is then straightforward to apply Egs.
(10) to Eq. (9) and obtain

(1), (2), (3), and

EBg|dy 1)+ S XeeE |ex) =Bk |[€a+(N + Dol |dy ) +VN +13 Ve, | €en)

+ I Xed(e+No)|exy)+VN +1V, [dy 4 1)] . (11
€

Multiplying by (dy .| and ey | leads, respectively, to
the equations

EBs=Belea+(N +Dol+ SXe VN1V,  (12)

and
XEG'E=BEV N+1V:40)+XE€‘(€'+NCU) ’ (13)
from which By and X g, can be eliminated to obtain

(N+1)|Veo |
E—[eg+(N+ o]+ 3 ————F—=0. (14
4 % €+No—E

This is the eigenvalue equation for H.
Defining an energy scale such that No =0 and convert-
ing the sum in the last equation to an integral, we have

pE)| Ve |?
e—FE

where g?=N+1 designates a dimensionless coupling
strength that is proportional to the intensity of the exter-
nal field, and p(e) is a density of states appropriate to the
continuum. The possible existence of a bound state can
now be inferred from Eq. (15). Such a state exists if this

E—(eg+w)+g* f:de =0, (15)

f
equation has a real solution E =€, <. Since

o ple) | Ve | ?

E)=g? | de———
$E)=¢* [ de— — (16)
is a monotonically increasing function of E for E <u, we
infer that there exists one and only one bound state for

Eq. (15) if
du)>w0—A. (17

Thus no bound state can exist if the coupling strength
falls below the critical value given by

( Vea)
o= — A/f det -t pe' k (18)

It is also clear that the position of the bound state, €,
shifts down as g? is increased and/or w is decreased, pro-
vided w > A. We are thus led to the following interesting
conclusions: As the intensity of the external field is in-
creased, the latter has the effect of “pulling down” the en-
ergy level of the induced bound state, while, with a tun-
able laser, the same result can be achieved by lowering the
field frequency. Hence, there exists the possibility of
“fine-tuning” the energy of the laser-induced bound state
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by varying the field strength and frequency independently
or simultaneously.

An explicit expression for the bound state can be given
as follows:

(e)V‘,,
|bN) Bs |dN+1> gf de—— £l |N> (19)
where
pe)| Ve, |?
1+¢° [ de———5— (20)
bo= f (e—ep)?

and €, <u. This result can be easily obtained from Egs.
(10) and (13) and the normalization requirement

(by|by)=1. 21

Thus a system initially in the state |dy ;) has a proba-
bility
Pyy= | by |dy 41, 1) |*=B} (22)

of being in the tunable bound state |by) at later times.
We also see that the probability of bound-state formation
from a continuum state | ey ), Pj,, is given by

Big’ | Ve |’

Py=| (by |€n,t) |2="—z:—e*')7—* . (23)
— b

IV. THE SCATTERING AND METASTABLE STATES

To deduce the existence of metastable states, we look at
the continuum-continuum transition specified by the
scattering process | €y )— | €y ). For this purpose we in-
troduce the scattering states | E*(N)) which are exact
continuum eigenstates of H:

H|EX¥N))=E|E*X(N)), p<E< (24)
| EX(N))=|Ex)+ 3 Xz | ex) +BE |dy41) , (25

where |E*(N)) and |E~(N)) stand for the outgoing
and i mcommg states, respectwely The corresponding am-
plitudes X7, and Bz can be determined unambiguously
from Eq. (24):

+ gVEw
. 8BEVe
XEE_ E—‘Eil'l] ’ (27)
where
h(z)=z—(ez+w)+¢(2), (28)

and ¢(z), with z in general complex, is the Cauchy in-
tegral

(€)| Ve
s2=g* [ " de PO Vea|® 29)

€—z
[cf. Eq. (16)]. This function has a square-root branch
structure with branch point at e=y and a discontinuity of
2img’p(€)| Ve, |2 across the branch cut (u,c0). The
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double-valuedness differentiates between the outgoing and
incoming scattering solutions. In Eq (25), |Ey)
represents the incident wave and Y X Ee[fzv) the scat-
tered wave. Given the completeness relation of Eq. (8),
the following completeness relations hold for the scatter-
ing states:

S IEXNEXN)| =1, g<gert (30)
E

S |EXNDCEXN)| + |by ) by | =1, g>8cit . (1)
E

This will be proved in the Appendix.
Using Egs. (25)—(27), the S matrix for the scattering
process | €y ) — | €y ) can be written down directly:

Ss'e=8€'€—27ri8(el—€)T€'€

=Bee—2midle —e) ey | H'| €F)

2 2
o & Vel
=8¢e—2mi8(€' —€) he+in)
iTole)
=8 |1— Lo , (32
€—(eg+w)+g°Ple)+iTy(€)/2
where
[ole)=2mg%p(€e) | Vo | 2 (33)
and
© (€)| Veo |
Ple=p [“aeP Ve " (34)
u €—e

with P denoting the principal value of the integral. Thus
S“:eZi&(E) , (35)
where the scattering phase shift 8(€) is given by

[e—(eg+w)+g*Ple)]
cotd(e)= — Toe)/2 . (36)

Since resonances occur at energies satisfying 8(e)=m/2,
the observed energies of the metastable states must satisfy
approximately the equation'®

e—(eg+w)+g*Ple)=0. (37)

This equation is to be compared with Eq. (15) whose solu-
tion (=€, <u) for g > gy is a pole of the S matrix S,,
on the real axis and corresponds to a laser-induced bound
state.

To study the roots of Eq. (37), we now choose a specific
form for p(€) | V¢, | 2. The simplest choice for p(e) is the
free-electron energy density of states:

ple)=aVe—u , (38)
where a is a constant. If
fle)=|Ve, | 2 (39)

is then assumed to be an analytic function of € which is
real and single valued on the segment of the real axis
(4, ), and has the property that

ple)f(e)—0 as |€]| > ,
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the principal-value integral in Eq. (34) can be evaluated
readily by contour integration, without as yet specifying
the form of f(e). Thus,

P(E)=P f: deaV GG—Ef(e)

Ve—ufle)e—E)

. @
= lima f de
A—0 24

(e—E)*+A?
-1 (e—p)'*f(e)e—E)
=lim o Jede Ty E2e WO

where the contour C is illustrated in Fig. 2. It follows
from the residue theorem that

Res[ f(zo)l(zg—p)'/?
Zo—E

P(E)=mia Y,

%y

, E>p (41

where the sum is over the poles z, of f(z), and Res[f(z()]
denotes the residue of f(z) at z,. According to Schwarz’s
reflection principle, the poles of f(z), if they exist at all,
must exist in conjugate pairs. This guarantees that P(E)
as given by Eq. (41) is always real. We immediately note
that P(E) can be continued to the real values E <u by

P(E)= fﬂ”deg——‘if——“i:E“)=¢<E)/g2, E<p. (@2

This integral can also be obtained using the contour C and
the residue theorem:

P(E)=mia |(E —p)*f(E)

Res[f(z9)](zg—p)'"?
* 2 ZQ—E

&)

,» E<p.

(43)

It is clear from Egs. (41) and (43) that P(E), as defined by
Eqgs. (40) and (42), is continuous at E=p.

To lend concreteness to our model, we now adopt a
specific form for f(e):"’

__r (44
A (e—€p)?+ £ )

where 7, €, and £ are real constants, ¥ has the dimensions
of energy, and €,>pu may be taken to be an w-dependent
quantity. This form of f(e) describes qualitatively the
general situation that |V, |? peaks at some value €y(®)

and is only significant over a certain range £ within the
J

I g ZB"T 1

1 2(u—e€p)ep—ep)

FIG. 2. Integration contour for P(E) [Eq. (40)]. zg and zo
are poles of f(€) [Eq. (39)].

continuum. Using Eq. (44) for f(e), Eqgs. (41) and (43)
immediately lead to

P(E)= P,(E), E>p (45a)
P_(E)+P_(E), E<pu (45b)

where
.. [(eo—p.)z-f-é‘z]1/4[(60——E)cosf)/2+§sin6/2],

> § (eo—E)*+£*
(46)
P<(E)sﬂ‘/fj——‘—§2— 47)
(E—e€p)*+§&
B=ay* (48)
and

O=tan"'[£/(eg—p)], 0<O<7/2. (49)

Using the forms in Egs. (38) and (44) for p(e) and
| Veo | 2 respectively, the integral

ple) | Vey |2

I=g? f: de ?

(e—ep

in Eq. (20) can also be calculated using the contour C in
Fig. 2 and the residue theorem:

[(60“—[‘)2+§211/4

VUL—€

T [leo—e€p) +£7]

X {cos(6/2)[(€g—€p)* —E*]+2£(e9— €4 )sin(6/2)}

with 6 defined by Eq. (49). Finally, Eq. (44) also implies
[cf Eq. (33)]
28ve—1
Tyle)= 28 BV e—p . (51)

2 (€o—€p)*+ £

E[(eg—ep)?+£7]

(50)

I

Figure 3 illustrates the graphical solution of Eq. (37)
using the result of Eq. (45). The following parameters
have been used: €;=1; u=2; w=S5; e=€;+w+0.5;
£=1.5; g?B=1, 2, and 6. For g?B=1 and 2, g?P(u)
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FIG. 3. Graphical solutions of Eq. (37). The curves are
g2P(€) vs € for three values of the coupling strength g2B8. P(e)
has been computed using Eqgs. (45)—(47) and the parameters
=1, u=2, w=5, egc=€;4+w+0.5 and £=1.5.

=¢(u)<w—A, and hence no bound state solutions
(E <p) exist. For g?8=6, however, g?P(u)>w—A, and
a bound state exists at €, =1.4. The critical coupling
strength for the above parameters is (g28).;,=4.21 [Eq.
(18)].

The most interesting result here is the possibility of
multiple laser-induced metastable states. For g?8=1 and
2, the smallest roots >y have the property that their
values decrease as g2 is increased, or w decreased, until,
when Eq. (17) is satisfied, they become the bound-state
roots of Eq. (15). These clearly correspond to metastable
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states. At this point it would be tempting to conclude
that the other roots correspond to metastable states also.
But whether this is so depends critically on the quantities
To(E;) and g*(d/dE)P(E) | g, [from now on written as
g2P'(E;) where E; is a root of Eq. (37)], as we shall see in
the next section. All roots, however, are intimately relat-
ed to both the field intensity and frequency. Hence, the
energies of the metastable states can be fine tuned also,
but they bear no simple relationship to €; + .

V. THE RENORMALIZED FIELD INTENSITY

In the usual perturbation treatment of resonance states,
P(€) and TI'y(€) are both regarded as small and weakly
dependent on €. In our model, there is then only one
metastable state and it appears as an approximate pole,
e=€y+w—g*P—iTy/2, of the S matrix. The quantities
—g?P and Iy are interpreted as the shift and width of the
state, respectively. The latter is simply proportional to g2,
or the physical field intensity.

This treatment becomes invalid when P(e) and I'y(e)
vary significantly over a region € of interest. Figure 3 il-
lustrates such a case. As we have seen, the line centers of
the metastable states are approximately given by solutions
of Eq. (37) and bear no simple relationship to the “unper-
turbed” line center €; +. Moreover, the physical widths
of these states have to be determined by a renormalization
procedure.

Usually the object of this procedure is to “absorb” in-
finities which may appear in a field theory into redefined
physical coupling constants in a consistent manner. In
our model, an infinity may occur, for example, in the
quantity P(e€). Due to the assumption following Eq. (39)
on the analytical nature of I'y(€), however, we have elim-
inated this possibility, although an identical procedure can
be used to redefine the coupling constant g2 so as to deter-
mine the physical widths.

The objective is to write the .S matrix S, [cf. Eq. (32)]
in such a way that g2 can be replaced by a renormalized
coupling constant

gr=2g" (52)

everywhere with Z denoting the renormalization constant
(to be determined). We begin by making two “subtrac-
tions” at e=E;, where E; is a root of Eq. (37), on the
quantity 1/(e' —e) appearing in P(€) [Eq. (34)]:

1 1 1 1 €—E; €—E; e—E; 1
’ = ’ - ’ + ’ = ’ ’ - 2 + 2 + ’
€—¢ €—€ €—E; €—E; (€ —€)€e—E;) (e—E;) (¢'—E;)* € —E;
B (e—E;)? N e—E; N 1 (53)
T (€—E)XNe'—€)  (€—E;)?  €—E;
Then
dle+in)=(e—E;)’g*A(¢,E;)+(e—E;)g*P'(E;)+g*P(E;) (54)
where
w (€)|Veo | ?
A(e,E;)=P f de'l’—#—'—— (55)
I

(€ —E)Xe—e)



33 LASER-INDUCED BOUND AND METASTABLE STATESIN . .. 2497
Next, we use the fact
E;—(e;+0)+g*P(E;)=0 (56)
to obtain
h(e+in)=(e—E)[1+8*P(E;)]+(e—E;’g?A+iTy(€)/2 (57)
(e—E;)
—_——Z——~'—+(e—~E,-)2g2A +ilg(€)/2, (58)
i
where
1/Z;=1+g*P(E;) (59)
defines the renormalization constant for the ith root of Eq. (37). Finally, Eq. (32) implies
i2Z;g%p(€) | Ve, | 2
S.—1 i2nZ;g°ple) | Ve, | (60)

In this equation all factors of the “bare” coupling con-
stant g2 reappear as the renormalized coupling constant

gri(gtw)=2Z,g*=g*/[1+g*P'(Ei(w,g))], (61)

where P’ is considered a function of ® and g? through its
dependence on E;. Thus the renormalization procedure
has been accomplished. In the neighborhood of e=E;, we
can drop the second-order factor (e—E;)*Z;g?A4 and re-
place I'y(€) by I'4(E;). The quantity

I (E;))=T(E;)/[1+g*P'(E;)] (62)

can then be interpreted as the physical width of the meta-
stable state at E;, provided

gP'(E)>—1. (63)

In addition, g3; can be interpreted as a renormalized field
intensity, which depends not only on the physical field in-
tensity, but also on the field frequency.

It is interesting to note that, provided g?P'(E;)> 0, the
renormalized field intensity is always less than the physi-
cal intensity. Thus values of € for which P’'(¢) >0 may be
considered as the metastable regime: If an unstable state
has energy E; within this regime, its physical width is al-
ways smaller than its bare width. In this sense, a laser, in
addition to creating a metastable state, may actually
enhance the stability of that state. This may be observed
through line narrowing in the spectrum as g?P’ is in-
creased. For —1<g?P'<0, T; is still positive but
g3 >g% The range of € satisfying this inequality may be
called the unstable regime, as I'; can become extremely
large when gzP’Z —1. In this regime a laser destabilizes
an unstable state that it creates, thus causing line broaden-
ing as g2P’— — 1. Finally for g?P’ < —1, the roots of Eq.
(37) do not correspond to any physically observed states at
all, since I'; is negative. Hence we may label the range of
€ satisfying this condition the unphysical regime. With
respect to Fig. 3, for example, the first roots >u are in
the metastable regime.

V1. DISSOCIATION AND RECOMBINATION

Laser-induced dissociation in our model is the process
|dy41)— | €x), accompanied by the absorption of a

 (€—E;)+(e—E;¥Z;g?A+inZ,g%p(€) | Vey |

photon. The reverse process is that of recombination,
|ex)—> |dy 1), accompanied by stimulated emission of
a photon. By the principle of microreversibility, the prob-
abilities for these processes are identical. The second pro-
cess is to be distinguished from the related process
| €y >— | by ), which is also recombination but does not
involve the emission or absorption of photons, and for
which the final state |by) only exists when the laser is
kept on. The probability for this last process has been
given by Eq. (23).

The metastable states play a crucial role in dissociation
(and recombination), and their properties for field-free
processes, such as electron-molecule scattering, have been
dealt with exhaustively using the analytic properties of the
associated S matrices.!® In perturbation theory, |d N+1)
goes over into the metastable state with the approximate
energy €,, =€;+o —g*P, and we can think of this state as
the one which decays into |ey), with a lifetime 1/T.
Hence P4, the dissociation probability, is expected to
peak only at e=¢€,,. As seen in the last section, this treat-
ment fails when renormalization becomes important.
Multiple metastable states may arise whose energies are
quite distinct from €,. Furthermore, the lifetimes of
these states may also differ significantly from 1/T,. In
this case, the dissociation profile of P.; would be expected
to exhibit multiple peaks with quite different strengths
and widths. When g >g., a bound state also appears
which may or may not be accompanied by metastable
states. This situation further complicates the structure of
P.,. When there are no metastable states, one would only
have a nonresonant background due to both the bound
and scattering states. When the bound state exists togeth-
er with one or more metastable states, resonance peaks su-
perimposed on the nonresonant background would result.
All these features of P.; make it a most sensitive probe
into the effects of a laser on a bound-continuum system.
Since the question of whether the bound state or metasta-
ble states exist depends on the field intensity and frequen-
cy, another way of viewing the situation is that by varying
the laser characteristics one can induce vastly different
kinds of dissociation spectra.

We shall now derive an expression for

P(t)=| ey |dy1(D))]?, (64)
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where |dy (1)) denotes the time-evolved state which at ~ we assume the general case where a bound state is present.
t=0is given by |dy ). This is most easily done by ex-  The reason for using the incoming states will become ap-
panding |dy ;) in items of the complete set of eigen- parent below. Using Egs. (19), (25)—(27), and (31), we
states of H, { | ET(N)),| by )} [cf. Eq. (31)]. In doingso,  have

J

i€yt

ldy ()= e ™ EZ(NE~(N)|dy 1) +e * |by) by |dy 1)
E

=3 (Bg)*e E|E~(N)) +Bpe "b" | by) , (65)
E

where Bz and B, are given by Egs. (26) and (20), respectively. Expanding |E ~(N)) and |by) again in terms of
{|dn41),] €x)} using Egs. (25) and (19), Eq. (65) yields
2% i€yt —iEt| g— 2
Vew e
Shlae ~ yr 3t Pl (66)

_ —\% —iet__
(en |dy41(0)) =(B7 ) *e c—e, < E—e—in

The last term represents the overlap between the scattered-wave part of | E~(N)) and | ey ). It thus vanishes as t— o,
since in the distant future the scattered part of an incoming scattering state vanishes. The mathematical statement of
this fact is

it

lim — =0. (67)
t— C()+l77

This equation also implies that the interference term due to the remaining two terms vanish, since € is greater than u and
never equals-€,. Thus we finally have

Bs 1

Pa=8*|Ve,|? + :
=g Vel (e—€p)*  [e—(eq+w)+g*P(e)]*+Ti(e) /4

(68)

[

For the specific form of the V,, in Eq. (44), the integral I inent near the dissociation threshold e=u. The second
in Eq. (20) for B3, is given by Eq. (50). The first term in term is studied in detail in the last section. When meta-

Eq. (68) represents the effects of the bound state and van- stable states exist it leads to resonance peaks. In the ab-
ishes if g <g.i- It contributes only to the nonresonant sence of metastable states it also contributes to the non-
background since € is never equal to €, and is most prom- resonant background.

Figures 4(a) and 4(b) illustrate the profile P.; for the
form of V,, given by Eq. (44) and the parameters used in

. . — , , ; Fig. 3. The narrow resonance peaks in Fig. 4(a) (e~3.3
0.41 (a) . and 4.3) are quite closely approximated by the solutions of
éB-2 Eq. (37) in the metastable regime (cf. Fig. 3) and stand in

contrast to the broad ones in the unstable regime (e ~8
and 9). It should be noted that in the latter regime, the
03k B resonance peaks are much less well approximated by the
solutions to Eq. (37). In fact, for the case g?8=1, no real

2
981

0.2t 1

0.1+ .

1
2 3 4 5 6 7 8 9 10 11

FIG. 4. The bound continuum profiles aP.; [Eq. (68), a defined in Eq. (38)] for the coupling strengths g28=1,2 (a) and g’B=6
(b), corresponding to the g2P(e) in Fig. 3.
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solution exists at all in this regime, and the broad reso-
nance occurs near the minimum of €—(e;+w)+g2P(€)
rather than at its zero (cf. Fig. 3). We also note the slight
line narrowing in the metastable regime as the coupling
constant g2 is increased.

Figure 4(b) illustrates clearly the threshold effect (for
€>pu) due to the laser-induced bound state at €;=1.4.
This effect is totally absent in Fig. 4(a), which is for cases
where no laser-induced bound state exists. Also, no nar-
row resonance peaks are present in the metastable regime,
corresponding to the absence of a solution here to Eq. (37)
(cf. Fig. 3). The broad resonance (at e~ 11.3), however,
persists in the unstable regime, along with the non-
resonant background due to the first term in Eq. (68).
This corresponds to the solution of Eq. (37) at e~11 (Fig.
3). The other solution at € ~6.9 clearly lies in the unphys-
ical regime (g?P'< —1) and does not manifest itself as
any resonance peak.

VII. FANO STATES
The laser-induced radiative coupling furnishes the

equivalent of a ‘“configuration interaction” between the
|

1 1
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discrete state |dy,;) and the continuum states |ey).
As we have seen in the previous sections, this interaction
is responsible for the formation of scattering states, a
bound state when g >g.i, and metastable states when
suitable conditions on g? and  are fulfilled. Under cer-
tain boundary conditions, stationary-wave eigenstates of
H, as opposed to scattering states, are also important.
These many manifest themselves as asymmetric peaks in
absorption spectra, and in atomic and molecular physws
they occur most commonly as autoionizing levels.! We
shall now demonstrate that these so-called Fano states,
| EF(N)), are related to the scattering states introduced in
Eq. (25) by

| ER(N)) [IE*(N)Y—|[E-(N))], (69

T 2si S(E

where 8(E) is the scattering phase shift of Eq. (35).

We first note that, due to Eq. (24), |Ep(N)) is an
eigenstate of H; and Eq. (69) implies that it is also a
standing-wave state. Both |E*(N)) and |E ~(N)) can
be expanded in terms of |dy,;) and |ey) using Eq.
(25). Thus, from Egs. (26) and (27)

EY(N))—|E~(N))= -
| (N)) l (N)) 8Vew h(E +in) h(E —in) ‘dN+l>
+g fwdep(e)V:w L — ! len) | -
u h(E +in)(E —e+in) h(E—inE—e—in) |' "
(70)
Now it follows directly from Eqgs. (28) and (36) that
1 1 _ 2i[ —To(E)/2]
h(E +in) h(E—in) [E—(e;+0)+g*P(E))*+TXE)/4
_ 2i sind(E) 1)
{[E—(€q+w)+g*P(E)*+TH(E)/4}'2
and
1 B 1 B —2i
h(E +in)E —e+in) h(E—in)E—€—in) {([E—(e;+w)+g*P(E)]*+T3E)/4}'/?
sind(E)P — + 7 cosS(E)S(E —e) | , (72)
where BgE €) is the Dirac delta function. These equations substituted in Eq. (70) lead to the following form for
| Er(N
gVEw e)Vew
| Ex(N)) = —cos8(E |EN>+WS1 nd(E) 1d~+1)+Pf dem—= | ex) (73)

which is exactly the form given in Eq. (19) of Fano’s paper.!

The term in large parentheses has been called, by Fano, the

modified discrete state. The orthonormality property of | Ef(N)) is also easily verified:

1

Ep(N)| Ep(N)) = —————[28(E'—E)—(E'"*(N
(Ep | Er(N)) 4sin25(E)[ ( ( (
_SE'—E) (2— e —UB(E)_ ,2i8(E))
45sin®8(E)
=8(E'—E) .

JE=(N))—(E'~(N)|[E*(N))]

(74)
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The second equality follows from the definition of the S
matrix:

S(E)=(E~(N)|E*(N)) . (75)

VIII. SUMMARY AND DISCUSSION

Throughout the present work, the emphasis has been on
the controllable nature of the radiative bound-continuum
coupling and hence of the spectral structure. By varying
both the frequency and the intensity of the laser, an
unusual range of laser-induced effects can be achieved.
The frequency mainly determines the position of the un-
perturbed discrete state while the intensity determines the
coupling strength. First, we have seen that a point eigen-
value of the total Hamiltonian corresponding to a true
bound state appears when the intensity is raised beyond a
certain frequency-dependent critical value. Moreover, the
energy of this bound state can be “tuned” by increasing
the intensity further. Not only is the appearance of a new
bound state of interest in itself, its presence also affects
the nonresonant contribution to the dissociation spectrum,
especially near the dissociation threshold. Through an ex-
amination of the continuum eigenstates (scattering states)
and the S matrix, the structure of the metastable states is
then revealed. Rather unexpectedly, it is found that even
a monochromatic laser may induce more than one meta-
stable state, with distinct energies not directly related to
the energy of the unperturbed discrete state and the laser
frequency. Moreover, the widths of the metastable states
are found to be proportional to a renormalized intensity
which may be larger or smaller than the physical field in-
tensity. This interesting fact makes possible the broaden-
ing or narrowing, as well as a wide choice of the centers
of the resonance peaks in the laser-induced dissociation
spectrum as the laser characteristics are varied. The same
conclusion also applies to the profiles generated by the
Fano states, which are shown to be just coherent superpo-
sitions of the outgoing and incoming scattering states.

S IEXN)EXN) | =3
E E
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While the results derived in this paper are quite general,
we must stress the specific limitations of our model.
First, the only laser characteristics considered are the field
intensity and frequency. Other factors such as pulse dura-
tion, bandwidth, polarization and coherence properties
have been ignored. The rotating-wave approximation has
also been used to delimit the size of the Hilbert space re-
quired for the treatment of radiative couplings. Finally,
the field-free spectrum is assumed to be such that no
field-free bound-continuum coupling is present. We ex-
pect that removal of one or more of the above restrictions
would lead to very interesting physics in individual cir-
cumstances, but would generally leave the basic con-
clusions reached here substantially unchanged.

One interesting direction for futher investigations is the
adaptation of the present model to the semiclassical treat-
ment of collision problems involving atoms or ions. Ex-
amples are Penning or associative ionization!® and atom
and/or ion surface scattering.”® The nuclear dynamics
can be described by including explicit time dependences
on the bound-continuum coupling ¥, and the energy lev-
els €4 and p.2' This dynamics, of significance only within
the duration of a collision period, has to be incorporated
into the time development of the laser-induced bound,
metastable or Fano states, and it is consequently expected
to yield interesting structure in the wing regions of the
dissociation or recombination profiles.

APPENDIX: PROOF OF THE COMPLETENESS
RELATIONS (30) AND (31)

The proof given below follows closely that presented by
Glaser and Kaillén'? for a similar relation in the Lee
model. We include it here for two reasons: first, for ease
of reference and completeness; and second, to highlight
the usefulness of the function-theoretic method in the
demonstration of completeness relations. We begin by
calculating the quantity on the left-hand side of Eq. (30).
Making use of the expansion Eq. (25), we have

|ENYEN | + ldy o)Ay 1] |BE P4+ 33 (XEe)*XEe | en )y |

+BE |dy 11\ )CEy | +(BE)* | Ex){dy 41|

+BE 3 (X5 * [dy 1) en | +(BE)* 3 Xie|en ) (dy 11|
€ E

+ 3 [(X5elen ) (Ex | +(XE* | Ex ) en |]

=ldyi){dyi1] D |B§f2+2!EN><ENi+ ldv1) 3
E E E

+2 |EN>
E

+2 2 |Ex)

(BE)*+ 3 (BH*x %

XE+XE)* + X * X2
<

Bi+ 3 B(XZ)* [(Ey |

<dN+l|

<€N! .
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The sums may be converted to integrals by taking the continuum limit. Thus, using Egs. (26), (28), (29), (33), and (34),
we can write

3 |B:|*=¢ [, dE
E

P(E)| Viy|? _wadE Iy(E)/2
|E—(€4+w)+g*P(E)+iT(E)/2|* 7 & [E—(e;+0)+g*P(E)]*+T}E)/4
1 1 1

e [ dE——
WE—in) 2w T h(E)

Im [~ dE

1
T
(A2)

where C’ is the contour shown in Fig. 2 minus the large circle. The last integral can easily be evaluated by considering
the contour C itself (Fig. 2) and using the residue theorem. We have, evidently,

1 1 1
— = — dE—— , A3
fC'dEh(E) CdEh(E) fcx h(E) (A
where Cr denotes the large circle with the radius R — . Since from Egs. (28) and (29)
|Eli‘m h(E)=E , (A4)

it follows that

1
——=2mi . AS
f Cx dE W E) i (AS)
Now from the results of Sec. III, we see that when g > g there is a first-order zero of 4 (E) at E, =€, <u correspond-
ing to the laser-induced bound state. On the other hand, it is readily seen [by looking at the imaginary part of 4 (E) for
complex E] that there can be no complex roots of A (E) on the first sheet [see the remark following Eq. (29)]. These
facts and the residue theorem, together with Egs. (A2), (A3), and (A5), imply that

1, 8 <8erit

S 85 |%= 1 (A6)
1— ’ i

E hl(eb) g>gC t

where h'(€,) denotes the derivative of h (E) evaluated at €.
We now consider the terms in Eq. (A1) involving XZ. Using Egs. (26) and (27), we have, recalling the derivation of
Eq. (A2),

1
e—ETXin

P& B |*VEy  8VEw o 1
= I
€ e—EXin T f# de mh(e—in)

3B =¢ ["d
€

gVEw 1
=T omi fC'deh(e)(e——Eli'r])

Vo
__¢ E. f de 1 _
2mi YC  h(ee—EXin)

_ gVEm )
h(Eil'f])’ g<gcnt
- gV gVkw
- S 8> 8o - (A7)

h(E.'tlT]) h'(Eb)(E—Eb)

The last equality has again been obtained by the residue theorem, and we note that E >pu. Recalling the definition of 85
given by Eq. (26), Eq. (A7) yields

O’ 8 <8ecrit
Bi+ > Br(xE)*= 8VEo (A3)
¢ K€ E —ey) " &7 8erit
Note that the (£) cases lead to the same result.

Next we calculate the last term in Eq. (A1). Proceeding as in Eq. (A7) and using the residue theorem yet another time,
we have
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1
h(e'—in)

1
(€ —€eFin)e'—Exin)

WeoViw o
+ eyt :g ew” Eo de'l1
?(Xge) XgE ——__17' f“ € |1lm

___ngewVE‘w f dz 1
- 2 ¢ " h(z)(z—€Fin)z —E+in)

'_ngem VE‘a)Hi(E)E)’ 8 <8erit

- 1 (A9)
—g*V, Vi, |H (e,E , i
8 VeVeo \HH &) S E i) P 87 8ot
where
+ 1 1
= = . A10
HH&E) h(exin)e—E+in) + h(EFin)E —€Fin) (A10)
Thus, recalling the definition of Xz, [Eq. (27)], we have
0) 8 <&crit
X+ (XED*+ 3 (XE)*XEp = 8VeoViw At
¢ T h'(ep)e—€p(E—€p)] &> &eric -
Combining Egs. (A6), (A8), and (A10) in Eq. (A1), we arrive at the result
S IEXNMXEXN) | =|dy i )dyy1| + 3 | Ex)(Ey |
E E
=1, g<8erit (A12)
provided Eq. (8) holds. This is the result of Eq. (30). For the case g > g, we have
1 8VEw
EXN)E*(N)| =3 |Ey)(E 1———— | |d d d —_—
2| = 2B By |+ 1= 55y e v | 4 ldv ) | 3 S5 [(Ex |
gVEw gZVemVEw
Ey)————— |(d - E 2B crit -
(A13)

Now, from Egs. (28) and (29), B, as defined by Eq. (20) is actually given by
By=[h'"(ex)]7'/*. (A14)

Hence, Eq. (19) for the bound state can be written, on reverting from the integral to the sum,

1 gVEw
by)=——> |ldy4+1)— Ey) | . (A15)
l N [h'(eb)]1/2 I N+1 %E“Gb[ N
This immediately yields
1 8VEw 8VEw
| by ) (by | = ey ldy 1) {dy 1| — idN+1)§, E—e, (Ey| ~§ IEN>E_—6b_<dN+1i
2 *
g VemVEm
Ey)—————— . Al
2N T E—e) (] (A16)
On adding this equation to Eq. (A13), we obtain
S IEXN)EXN)| + |by) by | =3 | Ex){Ey |+ |dy41){dyn 1]
E E
=1, &>8it » (A17)

provided Eq. (8) holds. This is the result of Eq. (31).
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