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Photodissociation cross sections for both H, and D, above the H(n =1)+H(n =2) threshold are
presented. The partial cross sections into H(1s)+H(2s) and H(1s)+H(2p), obtained by full numeri-
cal integration of coupled Schrodinger equations, show pronounced oscillations as a function of the
excitation energy. These oscillations are the result of a quantum interference effect between two dis-
sociation paths leading to the same final state. The condition for this interference to occur is the ex-
istence in the Franck-Condon region of two dissociative states (B and B’ in the case considered in
this work) which can be excited at the same energy and which are coupled to each other by some
nonadiabatic or other electronic interactions. The relationship between the full numerical calcula-
tion and the “half-collision” approximation is analyzed in detail. In addition, the predissociation of
the D state, which occurs in the same spectral region, has also been studied. The line shapes ob-
tained by solving the appropriate coupled Schrodinger equations are compared with those calculated
by the use of perturbation theory. It is shown that, in order to have good agreement with the exact
results, it is important to take into account contributions which are usually neglected, namely the
contributions from the discrete spectrum of the final dissociative channel. Finally, the branching ra-
tio Q=0(H,—H(1s)+H(2p))/o(H,—H(1s)+H(2s)) in the case of predissociation has been calcu-

APRIL 15, 1987

lated and compared with other published calculations.

I. INTRODUCTION

The hydrogen molecule provides an ideal test case for
the theory of photofragmentation. Since the potential en-
ergy curves,' —* adiabatic corrections,’~? electronic cou-
plings,” and transition dipole moments'®~!? are well
known, accurate calculations of photodissociation cross
sections, > line shapc-:s,l“'16 electronic branching ra-
tios,>!”7 angular distributions, !® as well as polarization of
the photofragments fluorescence, ! can be performed and
compared to experiments. With the development of syn-
chrotron radiation sources and vacuum uv (vuv) lasers, it
is now becoming possible to measure those quantities in
great detail 20—2*

Although many experiments and calculations have been
conducted for H,, there are still several questions which
remain open. Consider, for example, the photon excita-
tion in the range around 14.5 eV (A~845 A). In Fig. 1
the relevant potential energy curves, as calculated
by Kolos et al.,'~* are represented. If the molecule is ini-
tially in its ground state, several excited electronic states
can be populated through electric dipole transitions which
lead to dissociation of H, into H(ls)+H(2s,2p) frag-
ments: B, B’, C, and D.

The B, B’, and C states dissociate directly while the D
states, which is bound in this energy region, predissociates
through Coriolis coupling to the B’ state. Interference be-
tween direct dissociation into the B’ continuum and
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FIG. 1. Relevant potential energy curves for the lowest sin-
glet states of H, from Refs. 1—4.
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predissociation of the D state leads to a unique example of
Fano-Beutler resonance line shapes in molecular dissocia-
tion.?® Detailed studies of the linewidth, line shift, and
asymmetry parameter of those resonances are important
by themselves in order to test the applicability of pertur-
bation theory in the continuum. In addition to the cou-
pling between the D and B’ states, the B and B’ states are
coupled by the radial nonadiabatic interaction (d /dR) at
large internuclear distances (~15a5).>!7 One may
wonder whether this coupling affects the photodissocia-
tion cross sections and the absorption line shapes.
It is well know that the branching ratio

Q=0(H,—H(1s)+H(2p))/o(H,—H(1s) 4 H(2s)) ,

of the fragments is strongly modified by the nonadiabatic
coupling between the B and B’ states.”!”2%26 In the adia-
batic approximation the B’ state is correlated to
H(2s)+H(1s) fragments while the B state correlates to
H(2p)+H(ls) fragments. As the D state is coupled to the
B’ state, its predissociation should produce only H(2s)
fragments if the adiabatic correlation applies. The
predicted value for Q0 would then be zero in contradiction
with the measured value of 0.75.% In the energy regions
between resonances, where only direct photodissociation
exists, the two continua B and B’ are populated. We
show in this paper that in this case new interference ef-
fects occur which lead to drastic changes in the branching
ratio . It is suggested that these effects can eventually
be seen in experiments.

Another interesting question concerns polarization of
the Lyman-a fluorescence from the fragments, i.e., the

transition H(2p)2%'H(1s) of the excited H fragments. In
this case one has to consider in addition to the B and B’
states the C state which also correlates to H(2p) frag-
ments. In this paper we shall concentrate on the photo-
dissociation cross sections, the calculation of fluorescence
polarization will be presented elsewhere. !*'?

We have utilized the ‘‘artificial channel” method
developed by Shapiro,?’ to obtain the photodissociation
cross sections and branching ratios. The problem is writ-
ten in terms of coupled channel Schrodinger equations
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where g, =1 for a = final state and 2 otherwise. In Eq.
(2) paA(R) is the A’ tensorial component of the transition
dipole moment (i.e., A’=0 and for a 2-X transition and
A’'=1 for a II-X transition), X;,~y~(R) is the bound vibra-
tional wave function for the initial state and X sgy/(R) is
the continuum wave function for the final dissociative
state f with total energy E and angular momentum N'.
For a finite temperature 7, the partial photodissociation
cross section into channel f is the Boltzmann sum of Eq.

N 1 N”
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which are solved by standard scattering techniques. Since
the latter are usually designed for second-order differen-
tial equations without first-order derivatives, we have
used Smith’s rotation?® in order to transform the nonadia-
batic couplings between B and B’ into potential couplings
between “diabatic” B and B’ states. Calculations were
performed for both H, and D,.

The paper is organized as follows. In Sec. II we present
the general equations and the methodology. In Sec. III
the results for photodissociation of H, and D, in the
845—820-A excitation region are presented and discussed.
Finally, Sec. IV is devoted to the conclusions, comparison
with the existing measurements, as well as a discussion of
some further experiments to test our predictions.

II. GENERAL THEORY

We consider a general one-photon dissociation process
from an initial bound state |;) with energy E; to a set
of final linear independent continuum states |z ) with
total energy E. For low-intensity fields, the partial disso-
ciation cross section into channel f for a photon energy
#iw is given by

2
Arthio) |y,

4
01 plfi0) == lweld)|? E=E+ho

(1

where p is the electronic dipole moment and e the light
polarization vector. In writing Eq. (1) we have assumed
that the continuum wave function |tz ) is energy nor-
malized. We shall now specify the wave functions fur-
ther. Here, Hund’s case (b) wave functions are appropri-
ate. We thus have quantum numbers N, A, and M corre-
sponding to the total angular momentum without the spin
(N=J—S8), its projection onto the internuclear axis and
projection onto the laboratory Z axis, respectively. For
H, the initial state has A;=0 and S=0. In usual experi-
mental conditions all initial M" sublevels of the initial
levels are equally probable, and if we are not interested in
angular distribution we sum over all final N’ and M’ final
states. We thus have for linearly polarized light

l <Xiv”N” |.uA’ |XfEN'> IZ ’

—

(2) over the initial distribution of v’ and N". Finally, the
total photodissociation cross section will be the sum over
all final electronic open channels f.

Two different methods have been used recently to cal-
culate the matrix elements of the transition moment be-
tween an initial bound and final coupled dissociative wave
functions. One can, for example, calculate independently
the bound wave functions and solve the coupled equations
for the continuum with the appropriate boundary condi-
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tions. The matrix elements are then calculated by direct
integration. The integrator used for solving the coupled
equations needs to provide explicitly the continuum wave
functions.?’~3! Another alternative procedure, developed
by Shapiro,?’ consists in solving simultaneously a set of
coupled equations including the initial and the final states
together with an artificial open channel which simulates a
feeding channel. With this method the wave functions do
not need to be calculated explicitly and the boundary con-
ditions are automatically fulfilled. For details of the
method see Ref. 32.

Actually, all these methods are usually designed to han-
dle coupled channel equations in which the couplings are
all given by potential functions. When nonadiabatic cou-
plings of d /dR type have to be considered, it is necessary
to perform a transformation to a new basis set in which
those couplings become potential-like. This is the case for
the coupling between the B and B’ states in H, (see Fig.
2). Defining

>

R =1} <¢f 29r >

d2¢f,> ’

2R <

where the ¢ are adiabatic electronic wave functions, the

transformation which is required is such that?®
dM
=MD, 4
7R T 4)

If the coupled equations in the adiabatic basis set were
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FIG. 2. Asymptotic behavior of the B and B’ potential ener-
gy curves (from Refs. 1 and 3) and nonadiabatic coupling (in
a.u.) from Ref. 9.

# d? # 7 d
A VR___(Z)___(I)__E =0,
2 Re (R) e T X(R)=0
(5)
then in the new basis
X=MX (6)
the coupled equations become [using (4)]
# d?
- +MVYM—!
2u dr* T T
# dI(l) _
___M _(~(1)y2 M—I_E =0,
Y 4R ()" |M X=0
(7

and the first derivative operator has been eliminated. In
order to find M, Eq. (4) has to be solved. Since it is a
first-order differential equation, the solution is determined
up to a constant matrix which can be fixed by choosing
one point R* where the two bases, adiabatic and diabatic,
are made identical. In the calculations presented in this
work this point has been chosen far in the asymptotic re-
gion. Thus, the two bases are the same at R — oo.

Two approximations have been implemented in our cal-
culations. First, only the B and B’ states have been con-
sidered to be coupled by nonadiabatic interaction, while
the B” state has been decoupled (see Fig. 1). This is
reasonable for energies just above the threshold like those
considered here since the B”’ channel state is energetically
closed and lies well above. For a two-state case, the ma-
trix M is

cos[¥(R)] sin[y(R)]

M=\ _Galy(R)] cos[y(R)] (8)

and integration of Eq. (4) with the condition that the two
bases being equal at R — oo, gives

y(R)= [ (R)dR = f 75 (R)dR" . 9)

Secondly, we have neglected the terms in parentheses in
Eq. (7). Estimation of their contribution yields in our
case very small corrections. Notice that if the closure re-
lation is used:

dI(l)
72—

T R +(£1?, (10)

the term in parentheses in Eq. (7) vanishes identically.
Thus, our approximation is consistent with the fact that
we have neglected all nonadiabatic couplings with other
states.

With the approximation above, the coupled equations
for the B and B’ states become
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# d? =
_T;F+(V1coszy+V2sin2y)-—E X,
m
=—[(V,—V,)siny cosy X, ,
(11)
2 2 _
—;—#diz +(V;sin®y + V,cos’y)—E |X,

=—[(V,—V,)siny cosy ]X; .

In addition to the B and B’ states, two other excited
states have to be considered in the same energy region.
These are the C and D states. For the energies considered
here the C state is excited above its dissociation limit
while the D state is excited below its own dissociation lim-
it. However, the II" component of the D state can be
coupled by nonadiabatic interactions to the lower-lying
states and undergo predissociation. Inspection of dif-
ferent couplings reveals that the D(IT) state is coupled
efficiently only to the B’ state by Coriolis coupling. This
can be seen as follows. Since D is a II state, radial non-
adiabatic coupling will only exist between D and C states
(AA=0), while Coriolis coupling will exist between
D(I1") and both B and B’ states (AA=*1). Inspection
of Fig. 1 shows that only the B’ state lies close enough in
energy to the D state to have non-negligible vibrational
wave function overlap. In addition, there is an electronic
propensity rule. The D state can be approximately
described by a 3p orbital. On the other hand, the B and
B’ states can be described by 2po and 3po orbitals,
respectively. Therefore, only the D(IIt) and B’ states
will be coupled by the Coriolis interaction at this level of
approximation. These conclusions have been born out by
the measurements on the predissociation lifetimes of the
D (I17) levels®>33 which are only coupled to the C contin-
uum. The results show clearly that this coupling is very
weak and thus, it can be neglected for both IT1 and I1~
components.

There are still two other interactions which have not
been considered yet. These are the Coriolis coupling be-
tween C and the B and B’ states, and the radial nonadia-
batic coupling between the B and B’ states. The former
can only be efficient between the C and B states, both
from electronic configuration and overlap reasons, while
the latter will be important at large internuclear distances
where the B and B’ states come close together. In our
calculations we have checked that the Coriolis coupling
between the C and B states has a negligible effect on the
results. On the other hand, the radial nonadiabatic cou-
plings between the B and B’ states at large internuclear
distances has a pronounced effect on the final states of the
fragments.

Therefore, the calculations presented in this paper in-
clude the ground state X and the four excited states B, B’,
C, and D potential energy curves! ~* and their adiabatic
corrections,>~® the transition dipole moments between X
and the B, B’, C, and D states, '~ !? and the two most im-
portant couplings discussed above, namely, the Coriolis
coupling between the D and B’ states,!® and the radial
nonadiabatic coupling between the B and B’ states.’

Concerning the Coriolis coupling,

ﬁZ
(A|H, |A+1)=— >
2uR

VL(L +1)—A(AX])

XVN(N+1)—A(AX]), (12)

where we have assumed that the electronic orbital angular
momentum L is meaningful. This is a reasonable approx-
imation for a Rydberg state in H,. The D state is
predominantly 3p7 (L=1) and the B’ state 3poc (L=1).
Thus, we have for the |['M*)=(2)"VX(|A=1)+]|A
= —1)) parity component

(D'I* |H, |B''=)=—

> v
T VNNTD, (1)
uR

and O for the D 'TT—.

We notice at this point that the C state is uncoupled
from the others and can thus be studied separately. Its
contribution will be important, however, in a following
paper when polarization of the fluorescence from the
fragments will be considered. %,

The integrator used in the artifical channel code is the
“amplitude density” algorithm developed by Johnson and
Secrest.>* The integration was performed from 0.4 to 35.0
a.u. with 8000 steps. The potentials were interpolated be-
tween the ab initio points with a natural spline fitting. >

III. RESULTS AND DISCUSSION

A. Direct dissociation of H,

It is particularly interesting to discuss the P(1) transi-
tions (N""=1->N'=0) which do not exhibit resonance
peaks (the D levels cannot be excited since N'=0 does not
exist for a II state). For the P(1) transition the effect of
the radial nonadiabatic coupling between the B and B’
states can thus be easily analyzed.

In Fig. 3 we present the photodissociation spectrum for
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FIG. 3. Partial and total photodissociation cross sections in
the excitation range corresponding to 40—4000 cm ™! of excess
energy for the P(1) transition. The solid lines correspond to the
full calculation. The dotted lines correspond to a simple Born-
Oppenheimer approach without any coupling. The dashed lines
are the results obtained from the excitation of the single B’ state
and taking into account the coupling with B (see text).
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that particular transition in the excitation range from 845
to 820 A (corresponding to 40—4000 cm~™! of energy
above the dissociation threshold). The most remarkable
feature is the oscillating behavior of the partial cross sec-
tions, the maxima for the channel B’ giving H(2s)+H(1s)
fragments occurring at the minima for the channel B giv-
ing H(2p)+H(1ls) fragments. On the other hand, the sum
of the two partial cross sections is equal to the sum of the
previously calculated cross sections ignoring the coupling
between the two channels B and B’,!? except for tiny os-
cillations (<2%) around the maxima of the H(2p)-to-
H(2s) branching ratio (see Fig. 3).

The rationalization of these results is the following.
Consider the final state H(2s)+H(ls). There are two
paths which both lead to this same final state: path 1, ex-
citation of the B’ state by photon absorption and adiabat-
ic dissociation; path 2, excitation of the B state by photon
absorption and nonadiabatic transition to the B’ state.
For the final state H(2p)+H(1s) there are also two paths
which are the symmetrical of the above. Since the region
of the nonadiabatic transitions is far (~15a,) from the
Franck-Condon region (~1.6a,), we can separate to a
good approximation the photon excitation from the non-
adiabatic transition.

The quantum-mechanism amplitude for dissociation
into a particular channel [H(2s)+ H(1s), for instance] will
then be the sum of the amplitudes through paths 1 and 2
discussed above. Since the photodissociation cross section
will be given by the square of this sum, we expect quan-
tum interference effects. This is what is seen in Fig. 3. It
is striking that this interference leads to such a dramatic
effect on the partial cross section in spite of the fact that
in the case considered here the cross section for the B’
channel is almost ten times larger than the B cross section
if the nonadiabatic coupling is neglected. On the other
hand, if both B and B’ channels are observed together the
interference effect cancels and this is exactly the behavior
shown by the sum oz +0p (see Fig. 3).

More interestingly perhaps is the results obtained when
the transition dipole moment uyp is neglected, i.e., artifi-
cially set to zero. The oscillations in the partial cross sec-
tions disappear but it remains an appreciable probability
for feeding the B channel. No interference effect can
occur in this case since only path 1 remains, but the B
channel can still be populated through a nonadiabatic
transition.

More precisely, let XY and X% be the vibrational func-
tions, solution of the uncoupled problem at total energy
E. In the asymptotic region (R— o) these functions
behave as

Sin(kBR —f—(pg)

(0)
XB (R)R:w ké/z , (143)
sin(kpR +@p)
XQ(R) ~ — B TR (14b)
R— kB'

where the proportionality constant is equal to (2u /7#*)!/?
for energy-normalized wave functions. The wave vec-
tors kp={2u[E —Vp()]}'?/#i and kp={2ul[E
— Vg 0)]}/*/# are identical in our calculations since

we have taken the two states to be degenerate at infinity.
In any case, the arguments which follow are independent
of whether the two states are degenerate or not. The im-
portant assumption is the following: the nonadiabatic
coupling induces transitions between the two states in a
region of R ~R, very far from the Franck-Condon re-
gion. This is exactly the situation in our problem.

With the assumption above we can now write a general
solution for the coupled problem. In the region of the
Franck-Condon transition we can write the two linearly
independent solutions as

|Xp)=X¥"(R)|B) ;
|Xp ) =X$R)|B') for R <<R, ,

W
(15)

with X% and X%’ being the solutions of the uncoupled
problem.

In the region R ~R, we cannot give an analytical exact
solution of the coupled problem, but in the asymptotic re-
gion two linearly independent solutions would be*®

sin(kgR +6p)

|X3>R:w(l—P)1/2—kly2—— |B)
- s1n(k3{2/2+83) 1By,
kg’
(16)
sin(kgR +65)
Xo) o P B

)22 sin(kg'R +8p)

P

+(1—
where P, 8g, and 8p are provided by the integration of the
coupled equations in the region of the interaction. Their
interpretation is the following: P is the probability to
have a transition from one state to the other in a single
passage through the interaction region, while 65 and 8p-
are two phase shifts.

The solutions |Xp) and |Xp ') in Eq. (16) do not have
the appropriate boundary asymptotic behavior for photo-
dissociation problems. The wave functions we want are of
the form3’

L o Bk o~ kaR
| X5 >R:w—k,§/2 |B)+S§B——ké/2 |B)
o ~kaR
+S§Br7/2—' |B"), (17a)
ik R —ikgR
— e . e
|Xp) ~ =7 |B)+Ssp——7 | B)
R—ow kp!? 9%
—ikpR
(17b)

+S§'BIE——]‘73— [ B') .
ki

Equation (17a), for example, means that the dissociative
H(2p)+H(1s) channel corresponds to a unit flux outgoing
| B) wave and a superposition of ingoing | B) and | B')
waves with coefficients related to the usual scattering ma-
trix S.

We thus need to take linear combinations of Eq. (16) in
order to obtain the appropriate functions (17):
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| X5 )= |Xp)Sss+ | Xp)Si5 ,
| X5 )=|Xp)Sks + | Xz )Sks |

where the coefficients of the transformation have been
denoted by S,? meaning ‘“half-collision S matrix” for
reasons which will become clear shortly. Their explicit
expressions are [from Egs. (16), (17), and (18)]

(18)

Sth=(1—P)'%"", Sfy=—p%""
H id H idp (19)
SBB' :Pl/ze B, SB'B' :(I—P)l/ze B s
and we also get from this calculation
Spa=(1—P)e™"8 4 P
Sy =P +(1-P)e™ (20)

Spp=Spp=VPI—P)e 8 _e"")

Now the photodissociation cross sections into B and B’
channels are given by

opo | Xx || Xz ) |*= | uxsSts +1xeSis|?, o
op o | Xy |p|Xp) |*= | kxaShs +1xeShs |2,

where we have denoted by pyp=<(Xy|u|Xp) and
xg={Xx |p|Xg) the transition matrix elements from
the ground state X to the excited states which behave
asymptotically as in Eq. (14). But those states are equal
to the unperturbed ones in the Franck-Condon region, so
that uyp and pyp  are essentially identical to those calcu-
lated in the uncougled problem. Now it is clear why we
have denoted by Sj; the coefficients of the transformation
(18). According to (21) the amplitude for photodissocia-
tion into channel B is the sum of two amplitudes: one
corresponds to excitation of the uncoupled channel B
multiplied by the half-collision probability amplitude to
stay in that state, while the other corresponds to excita-
tion to the unperturbed B’ state multiplied by the proba-
bility amplitude to jump to the state B from the B’ in the
half collision following the photon excitation. This is in
agreement with our qualitative description we gave at the
beginning of this section.
Using Egs. (19), we finally get

ox_.p <pxp(1—P)+pkpP

_.ZIJ,XB,U,XB'V P(1 ——P)COS(BB _SB') » (22)
Ox—p < pxsP +pkp(1—P)

+2I'LXB/1’XB’ VP(1 —P)COS(SB —SB') ’

and of course op+o0p <uys+uys. Equations (22)
reproduces exactly the behavior observed in Fig. 3.

The phase difference (65 —6p) can be related to the
difference between the “local” phases of the unperturbed
wave functions at the transition point R, ~15a, (see Fig.
4). This difference would be ¢z —¢p [Eq. (14)] if the
asymptotic forms of the wave functions were reached,
which is not fully the case in our problem in particular for
the B state (see Figs. 2 and 4).

From Fig. 3, it is possible to obtain approximate values
for P at the points where cos(8p —&p )==1. It is also
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FIG. 4. Unperturbed vibrational wave functions of the B and
B’ states in the coupling region for two different excess energy
values. The vertical arrow indicates the position of the max-
imum of the nonadiabatic coupling (see Fig. 2). AE=230 cm™!
of excess energy corresponds to a minimum of the interference
effect between the two channels, while AE=470 cm~! corre-
sponds to a maximum (see Fig. 3).

possible to obtain P in a different way. We have per-
formed calculations by setting artificially pyp =0. If this
is the case, no interference exists and the cross sections are
given by

Ox_p <puxp(1—P),
; 23)
Ox_px<uypP ,

from which P can be determined. Both calculations give
similar results. The probability P varies smoothly from
0.1 to 0.2 in the energy range between 10 to 500 cm™!
above threshold (see Fig. 5).

a(i0'8cm?)

o — 260 " 400 AE(em

FIG. 5. Partial photodissociation cross sections into the B
and B’ channels for H, (dotted lines) in the 40—500 cm ~ ' excess
energy range, single passage transition probability P for H, and
D, (dashed lines), and collisional transition probability Pp_,p
for H, (solid line). The points are the results of an approximate
calculation using the half collision transition probability P (see
text). Note that the vertical scale is the same for P and o in
Mb.
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A further check of our analysis of the photodissociation
cross section can be performed. The probability for a
nonadiabatic transition from B to B’ to a “full” collision
is given by Pp_, 5= | Spg | 2. Using (20) we get

Pp_ p=4P(1—P)sinX(83 —83) , (24)

which, when sin® (83 —8p) is replaced by its mean value
5, gives the well-known expression Py_, 5 =2P(1—P) for
the nonadiabatic transition probability in a full collision in
terms of the probability P to jump from one state to the
other in a single passage.

In Fig. 5 we have plotted the full collision probability
Py_, p, as calculated by full numerical integration of the
coupled equations, together with the partial photodissoci-
ation cross sections into the B and B’ channels, in the en-
ergy range between 10 and 500 cm™! above threshold.
Indeed, the behavior of Pp_,p is in perfect agreement
with Eq. (24). For instance, at 240 cm ™' there is max-
imum interference. P is ~0.17 at this energy. Substitut-
ing that value into Eq. (22) and using pxp and pyp: calcu-
lated without couplings we get o5 =0.752Xx10"1¥ cm?
and 05=0.692X10"!® cm? These points are also
represented in Fig. 5. The more precise values calculated
with the artificial channel method are o5 =0.747x 1018
cm? and 05 =0.691x 10~ '8 cm?, a remarkable agreement.

There is one additional counterintuitive result from
Egs. (22) and (24) which can be noticed in Fig. 5: the
points for which there is maximum interference in the
photodissociation cross sections correspond in fact to zero
probability for the nonadiabatic transition Pgz_, g in a sin-
gle collision.

Finally, it is worth noting that from Eqgs. (19) and (20)
we can write

S=(sHT(sH), (25)

which relates the full collision S matrix to the product of
the half collision matrix S¥ by its transpose.
In Fig. 6 we present the branching ratio

Q=0(H,—H(1s)+H(2p))/o(H,—H(1s)+H(2s))
=0(B)/a(B’)

Q
— RI(0) o P(2)

--= RQ1) --- R(2)

B JONN

N
e

% 2000 40600
AE(cm-1)

FIG. 6. Branching ratio o(H,—H(1s)+H(2p))/
o(H,—H(1s)+H(2s)) as a function of the excess energy for
different rotational transitions in H,. The points represent the

Q values at the maximum of the predissociation peaks.

H(2p)/H(2s)

'D(2p)/D(25)

o 1000 i 2600
AE(cm-1)
FIG. 7. Comparison between the total photodissociation
cross sections and branching ratios o(H,—H(ls)+H(2p))/
o(H,—H(1s)+H(2s)) as functions of the excess energy for H,
(solid line) and D, (dotted line). Note that the vertical scale is
the same for ) and o7 in Mb.

as a function of the excess energy for different rotational
transitions. Except in the vicinity of the predissociation
peaks discussed below (see Sec. III C), the oscillations are
very similar. This is expected since the only difference is
the small change in the effective potential for low N.

B. Direct photodissociation in D,

In Fig. 7 we have plotted the total photodissociation
cross sections for the P(1) transition, for both H, and D,
together with the branching ratio Q=03 /05"

The small difference (~7%) between the total cross
sections for H, and D, at the same final total energy is
due only to the difference in spatial extension of the
ground vibrational wave function.’® The same is true for
the average value of the branching ratio Q although in
this case the isotope effect is larger ( ~1.8).

There are two other, probably more significant, differ-

R(3)

1350

o v ——
850 950,
AE(cm-1)

FIG. 8. Predissociation profiles and branching ratios
o(H,—H(1s)+H(2p))/o(H,—H(1s)+H(2s)) for different ro-
tational H, ( D<«-X) transitions. Note that the vertical scales are

the same for Q and o in 10~!¢ cm?.
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FIG. 9. Same as Fig. 8 for D,.

ences between the results for H, and D,. The amplitude
of the oscillations in the partial cross sections (and there-
fore in the branching ratio) is smaller in the case of D,
while the frequency is higher. Qualitatively this can be
understood as follows. The frequency of the oscillations
depends on the variation of the phases 85 and 65 with en-
ergy. This variation is faster for D, than for H, due to
the difference of the reduced masses, as can be easily
shown for simple square well potentials. For instance, let
us replace the two potentials V3 and Vjp by two square
wells with ranges Rp and Rp, and depths Dy and Dp.. If
the kinetic energy E is much smaller than Dy and Dpg,
the phase difference at the transition point R, > Rjp and
Ry will be of the form

85— =cte +—J‘—~”2ﬁE(RB.—RB) . 26)

We expect, thus, a VuE dependence of the frequency of
the oscillations. This is already clear for H, itself. The
positions of maxima and minima of Q in Fig. 7 follow a
V'E law. Since KD, ~2un, the frequency of the oscilla-
tions for D, is roughly V"2 that of H,.

The amplitudes, on the other hand, depend on the value
of P, the transition probability in a single passage through
the critical region R,. For D, this probability is smaller,
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since the relative velocity of the fragments is slower im-
plying that the passage through the critical region is more
“adiabatic.” This is seen in Fig. 5 where we have plotted
P for both isotopes. Indeed, PHz is larger than Pp, by a

factor of ~1.2.

C. Predissociation profiles

One other outcome of our calculations is that we obtain
directly the predissociation profiles corresponding to
bound levels of the D('IT}) state (see Figs. 8 and 9).
Since direct dissociation and predissociation occur simul-
taneously in this energy region, Fano-Beutler profiles are
seen in the experiments.3**° In fact, they were among the
first asymmetric absorption profiles observed. Their gen-
eral form is*!

o(E)=0¢+0,(e+q)*/(1+¢€%),
e=2(E—Ey) /T,

(27)

where E is the resonance position, I" the total width, and
g the asymmetry parameter of the resonance. We have
fitted our calculated profiles to the form given by Eq.
(27). The values of T and g for a number of profiles are
given in Tables I and II, together with the available exper-
imental values.?® The agreement between the calculated
and experimental values is reasonably good, the difference
being of the order of 10%. A much better agreement was
obtained by Jungen using multichannel quantum-defect
theory (MQDT).!® The reason for this can only come
from the inclusion in the MQDT treatment of the interac-
tion with all other Rydberg states, while we have limited
our calculations to a subset of the whole manifold of
states. It would be interesting in the framework of our
treatment, to study this effect by including the B’’ and the
D' state, for instance, which are probably the states cou-
pled most strongly to D. We are planning to perform this
calculation in the future.

Another way of calculating I" and ¢ is by the use of
perturbation theory.*! Since these parameters are deter-
mined by the wave functions in the region of R ~1.5q
where the nonadiabatic couplings may be neglected, and
we are interested in the total width, we may work to a
very good approximation with the unperturbed wave
functions.

TABLE I. Profile parameters I' (cm™') and g for the R lines of the D (v =3)«-X transition in H,
and D (v=4)X in D,. T, and g, refer to the perturbative approach neglecting the modification of
the discrete state while I'y and g are the values from the full calculation. Teyy and gexp are the experi-

mental values from Ref. 20.

Fp Ff I-\expl qp qf lePt
(H3) J=1 4.3 4.3 22 21 18+2
v=3 J=2 13 13 14.5+0.7 11 10.4 9+1
J=3 26 26 7.3 7.6
J=4 43.5 45 5.5 5.1
D, J=1 1.1 1.1 44 39
v=4 J=2 3.2 3.3 22 19
J=3 6.5 6.5 14.5 12.5
J=4 11 11 11 9
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TABLE II. Same as Table I for the R(1) lines of the D (v=4 and 5)«X transitions in H,.
r, 'y 1-‘expt 4dp qr G expt
v=4 13.2 13.2 14.5+0.7 10.7 10.1 9+1
v=>5 13.1 13 13.8+0.9 10.5 9.8 9+1
Neglecting the variation with energy of the discrete- TuN | , Ve
continuum couplings and of the transition dipole moment |¥p)=|¥p)+P f dE'———— E}— | V)
matrix elements, one obtains*!
417' + 2 | Uy, (31)
o= 3T | (e ¥s) |2, (28)
F:271-V2 (29) where the contribution of the continuum and discrete lev-

where V is the matrix element between D and B’ states of
the Coriolis coupling defined in Eq. (12)

g= (¢Yp |p-e|vy) _ (30)

TV (Yp | p-e| Px)

We have computed I" and g, Egs. (29) and (30), utiliz-
ing the Numerov integration technique. The results are
presented in Table I. There is perfect agreement between
the values calculated by the two methods, perturbation
and artificial channel, for the linewidth I". It is less so for
the asymmetry parameter g and this makes a noticeable
effect on the line strength. In Fig. 10 we present the re-
sults of both calculations for a particular transition
[3<—0,R (1),D«-X] in H,. In addition to the difference in
the calculated line strength there is a small shift (of the
order of the linewidth) between the two profiles.

Both effects can be understood by the influence of two
factors: (a) the variation of the matrix elements with en-
ergy which was neglected above; (b) the couplings to the
bound levels of the dissociative state. Both contribute to a
modification of the discrete state | ¥p ) to

935 945 955 65

AE(cm)

FIG. 10. Calculated predissociation profiles for the R(1),
D', v'=3«-X"'3}, v""=0 transition in H,. Solid line: full
calculation. Dotted line: result of the calculation using the
Fano’s perturbation approach not including the modification of
the discrete state. The solid circles correspond to a similar cal-
culation but take this modification into account.

els of the B’ state are included to first order.
The modified resonance position is
2
! Vv’ *

Ve l® s> (32)
Ey—E < Ej—Ep’

Eb=Ep+P [ dE’

while g will be given by Eq. (30) in which ¥, is replaced
by ¥p. On the other hand, ¥ in Egs. (29) and (30) is not
modified in this first-order treatment.

When Egs. (31) and (32) are used the agreement be-
tween the two calculations becomes excellent (see Fig. 10).
It is interesting to note that the level shift due to the con-
tinuum is only 1.0 cm™!, while the contribution of the
discrete levels of B’ located at 2000 or 3000 cm~! below
accounts for the 6.5 cm ™! remaining shift. This is due to
the fact that although the energy difference between the
B’ and the D bound levels is large the overlaps of their vi-
brational wave functions are very favorable.

For the asymmetry parameter g, the effect is very simi-
lar. The artificial channel calculated value is —10.4. Per-
turbation calculation with the unmodified discrete state
| Y% ) gives —11.06. The contribution of the continuum
term in Eq. (31) still lowers the g value by —0.10 while
the discrete contribution raises g by + 0.77. The final re-
sult is —10.39 in very good agreement with the artificial
channel value. This comparison stresses the importance
of contributions which are usually neglected, namely the
existence of a discrete spectrum in dissociative channels.

D. Branching ratio o(H(2p))/o(H(2s))
in the case of predissociation

When predissociation occurs the B’ state is predom-
inantly populated in the small-R region where it is popu-
lated directly from the bound levels of the D state by
Coriolis coupling. Therefore, in predissociation the situa-
tion is very much similar to the case when uyp was artifi-
cially set to zero. We expect a smooth variation of the
branching ratio as a function of the initially D bound lev-
el excited. Explicitly, we should have for the fraction of
H(2s) atoms, according to Eq. (23),

f(H(2s)) Ox_p’

= = =1-P.
= FH)) +f(H(2p)  0xon+0xas

(33)

Let us turn now to our calculated values. We present in
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TABLE III. Fraction of H(2s) atoms produced in the photopredissociation of H, and D, [ R (1) lines
of the D«X transition]. The first column presents the results from the full calculation. The second
column is the approximate value using the half collision transition probability P (see text).

Calculations
Op'
o=—"" w=1-—P Expt. Ref.
op+0p

H, (D,v'=3) 0.79 0.78 0.57+0.03 25
E=950 cm™! 0.7 26
H, (D,v'=4)

E—2800 cm-" 0.72 0.75

D, (D,v'=4)

E—274 cm-! 0.86 0.86

H, (hypothetical) 0.82

E=274 cm™!

Table III some of the results obtained using either the par-
tial cross sections oy_,g and ox_, g, or Eq. (33) with P
calculated at the energy of the resonance. It is clear that
w=1—P reproduces quite well the more accurate results
using the calculated values of the partial cross sections.
The variation of w with energy is illustrated by the com-
parison between v=3 and v=4 in H,. The fraction of
H(2s) atoms produced diminishes slowly reflecting merely
the behavior of P. For D, we expect a larger value at the
same energy due to a smaller value of P. Since there is no
accidental coincidence between vibrational levels of H,
and D, we compare the values of w for v=4,R(1) of D,
with a hypothetical H, level at the same total energy (see
Table III). We notice that indeed @p, <Oy,

Some other calculations of @ have been presented in the
literature. Komarov and Ostrovsky!” have studied the
problem using covalent and ionic wave functions which
cross in the region ~ 15 a.u. However, Borondo et al.®?
have found that those states are not diabatic and the radi-
al coupling between them is far from negligible. Borondo
et al.'” have calculated » using ab initio adiabatic states
and radial coupling. Their calculations were conducted as
follows. They assume the B’ state to be populated at
short distances by predissociation from the D state and
the nonadiabatic transitions at larger distances are calcu-
lated by solving the appropriate quantum-mechanical
close coupling equations. They obtained w=0.70 practi-
cally independent of the energy in the region between
0.1-0.2 eV (800—1600 cm™'). We have found 0.79 at
E=950 cm™! and 0.72 at E=2800 cm™"' (see Table IID.
Thus our » value is somewhat larger than the one calcu-
lated by Borondo et al.!” In addition, our @ changes
smoothly but quite significantly with energy. The radial
coupling is the same in both calculations, and the adiabat-
ic curves are very similar. However, small changes in the
energy difference between the adiabatic curves can affect
significantly the branching ratio.

IV. CONCLUSIONS

In this paper we have shown some new effects in the
photodissociation of H, and D, in the 845—820-A excita-

tion region. The branching ratio Q=0(H((2p))/c(H(2s))
between the two dissociative channels producing
H(n=2) 4 H(1s) is dramatically changed by the influence
of nonadiabatic couplings in the asymptotic region. In
particular, we predict an oscillating behavior which is due
to quantum interference between two different dissocia-
tive paths leading to the same final state. These oscilla-
tions could eventually be seen in experiments utilizing the
same technique which has been used in the case of predis-
sociation.? The total cross section, on the other hand, is
not changed significantly from those calculated without
including the nonadiabatic couplings and which have been
compared favorably with experiments. '*2!

Recently Nesbitt and Hynes** have also considered
theoretically the possibility of oscillations in single pass
curve crossings. They suggest that they could be proved
experimentally via a direct photodissociation process. In
their case the oscillations would not come from a quan-
tum interference effect, such as that considered in this
work, but from the particular form of the curve crossing
and coupling.

In our calculations this would imply that P (the proba-
bility for a transition in a single pass) plotted in Fig. 5 is
an oscillating function itself. In our case P is smooth and
the oscillations come from the quantum interference of
two different dissociation paths leading to the same final
state of the fragments. They have the same origin as the
Stiickelberg oscillations in low-energy atom-atom col-
lisions. *

Another interesting outcome of our calculations is the
prediction of similar oscillations in D, but with different
amplitudes and periods. The period is essentially
governed by phase differences between the vibrational
wave functions of the two interacting states in the transi-
tion region, while the amplitude depends on the transition
probability. Both change with isotopic substitution and
therefore provide a direct handle on the nonadiabatic in-
teraction.

Although this interference seems to be particularly
dramatic in H,, it may also occur in other systems. What
is only needed is two absorbing continua which are cou-
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pled at large internuclear distance. On the other hand,
their degeneracy at infinity is not necessary. In particular
for the alkali-metal systems, in which nonadiabatic in-
teractions between dissociative states affect the fine-
structure branching ratio, constitute good candidates for
these interference effects.**~*7 From the theoretical point
of view we have shown that the full close-coupling results
using the artificial channel method®’ can be very well
analyzed in terms of the half collision model which in
turn can be deduced from a full collision treatment.

We have also studied the predissociation profiles corre-
sponding to excitation of the D ('II}). They can be very
well accounted for in terms of Fano’s perturbation treat-
ment if the influence of discrete as well as the continuous
spectrum of the dissociative state is properly included.
We confirm the rotational dependence of the various pa-
rameters (linewidth, asymmetry, etc.) of the profiles previ-

ously predicted in Ref. 33. .

Concerning the branching ratios c(H(2p))/c(H(2p)) on
a predissociation peak, we have found a large discrepancy
between calculated and experimental values (see Table
III). This was already observed by Borondo et al.® in
their calculations. The reason for it is not fully under-
stood. More experimental data, in particular as a function
of energy, is needed in order to settle this problem. An
experiment on D, would also be very instructive.
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