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ABSTRACT

Molecular anions that possess excess internal vibrational and/or rotational
energy can eject their “extra” electron through a radiationless transition event
involving non Born-Oppenheimer coupling. In such processes, there is an
interplay between the nuclear and electronic motions that allows energy to be
transferred from the former to the latter and that permits momentum and/or
angular momentum to also be transferred in a manner that preserves total energy,
momentum, and angular momentum. There are well established quantum
mechanical expressions for the rates of this kind of radiationless process, and
these expressions have been used successfully to compute electron ejection rates.
In this paper, we recast the quantum rate equation into more physically clear
forms by making use of semi-classical approximations that have proven useful
in rewriting the quantum expressions for rates of other processes (e.g., photon
absorption) in a more classical manner. It is hoped that by achieving alternative
and clearer interpretations of the electron ejection rate equation, it will be

possible to more readily predict when such rates will be significant.

1. INTRODUCTION

1.1 Relation to Experiments

There exist a series of beautiful spectroscopy experiments that have been
carried out over a number of years in the Lineberger (1), Brauman (2), and
Beauchamp (3) laboratories in which electronically stable negative molecular
ions prepared in excited vibrational-rotational states are observed to eject their
“extra” electron. For the anions considered in those experiments, it is unlikely
that the anion and neutral-molecule potential energy surfaces undergo crossings
at geometries accessed by their vibrational motions in these experiments, so it is

believed that the mechanism of electron ejection must involve vibration-rotation
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to electronic energy flow. That is, the couplings between nuclear motions and
electronic motions known as non Bom-Oppenheimer (BO) couplings have been
postulated to cause the electron ejection rather than curve crossings in which the
anion’s energy surface intersects that of the neutral at some geometries.

In earlier works (4), we and others (5) have formulated and computed such
non BO coupling strengths for several of the anion systems that have been
studied experimentally including:

1. Dipole-bound anions (5a, 4f) in which the extra electron is attracted primarily
by the dipole force field of the polar molecule and for which rotation-to-

electronic coupling is most important in inducing electron ejection.

2.NH (X*I0) for which (4d) vibration of the N-H bond couples only weakly to
the non-bonding 2p;; orbital and for which rotation-to-electronic coupling can be
dominant in causing electron ejection for high rotational levels.

3. Enolate anions (4€) that have been “heated” by infrared multiple photon
absorption for which torsional motion about the H,C-C bond, which destabilizes
the w orbital containing the extra electron, is the mode contributing most to
vibration-to-electronic energy transfer and thus to ejection.

Our calculations have been successful in interpreting trends that are seen in
the experimentally observed rates of electron ejection. However, until now, we
have not had a clear physical picture of the energy and momentum (or angular
momentum) balancing events that accompany such non BO processes. It is the
purpose of this paper to enhance our understanding of these events by recasting
the rate equations in ways that are more classical in nature (and hence hopefully
more physically clear). This is done by
1. starting with the rigorous state-to-state quantum expression for non BO
transition rates (4g),

2. including what is known from past experience (4) about the magnitudes and
geometry dependencies of the electronic non BO matrix elements arising in these

rate expressions, to



286 J. Simons

3. make the simplest reasonable semi-classical approximation to the nuclear
motion (7) (i.e., vibration-rotation) and its coupling to the electronic motions.
By so doing, we are able to arrive at expressions for rates of electron ejection
that, in our opinion, offer better physical insight into these radiationless
processes and thus offer the potential for predicting when such rates will be

significant in other systems.

1.2 State-to-State Quantum Rate Expression
Within the Born-Oppenheimer approximation to molecular structure, the
electronic Schrédinger equation

he (11Q) W(rlQ) = EK(Q) wi(rlQ) M
is solved to obtain electronic wavefunctions yi(r/Q), which are functions of the

molecule’s electronic coordinates (collectively denoted r) and atomic coordinates

(denoted Q), and the corresponding electronic energies Ey(Q), which are functions

of the Q coordinates. The electronic Hamiltonian

he(rQ) = X; {-h/2m, V¥ +112 5 €/rij - ZaZq€’ /i

+ 128y, Zo 7 & Ron @

contains, respectively, the sum of the kinetic energies of the electrons, the
electron-electron repulsion, the electron-nuclear Coulomb attraction, and the
nuclear-nuclear repulsion energy. In h, , second-order differential operators
involving the coordinates of the electrons appear, but the coordinates of the
atomic centers appear only parametrically in the various Coulomb potentials.

Hence, the solutions {yy and Ey} depend only parametrically on the nuclear

positions.
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Given the solutions to the electronic Schrédinger equation, the solutions of
the full Schrédinger equation (i.e., the equation in which all nuclei and electrons

are moving)

H(rQ) ¥(r,Q) = E ¥(r,Q) (€)

are expressed as sums over the (complete set of functions of the electronic

coordinates r) electronic functions {\yy (flQ)}

¥(r,Q) = I wil(rlQ) xx (Q), @
with the “expansion coefficients” y,(Q) carrying the remaining Q-dependence.
When substituted into the full Schrédinger equation, this expansion of ¥ gives
equations which are to be solved for these {)y} functions:

(H - E)Zx yi(rlQ) xx (Q) = 0. ®)
Using the fact that the full Hamiltonian H is he plus the kinetic energy operator
for nuclear motion T

H=he+T= he + I, (-h/2m, V), ©

and premultiplying the above Schrédinger equation by yp, and integrating over
the electronic coordinates gives the set of coupled equations that need to be
solved for the {¥y}:

S ) Yk (t1Q) {he +T -E} wiriQ) xi(Q) dr

= {E(Q) -E} xn(Q + T %a(Q

+ 2, 5 { Wa*(rlQ) (-ik-0wi/OR,)(-ik-0y/OR ,)/m, dr

+ ] ya*@Q) (B79% wifoR,” )/2m, dryx } = 0. %)

The expression
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{En(Q) -E} %a(Q) + T xn(Q) =0 (8a)
is, within the Born-Oppenheimer model, the equation governing the nuclear
motion functions {¥y 1 (Q)} in the absence of the so-called non Born-
Oppenheimer (non BO) coupling terms (i.e., the latter two terms in Eq.(7)).
Within this model, the vibration-rotation functions {)x (Q)} of each specific
electronic state labeled k are found by solving the vibration-rotation Schrédinger

equation

{T + E(Q)} XL (Q) = &k L XiL (Q) (8b)
There are a complete set of functions of Q (i.e., the {}x 1} for each electronic
state k.

In the theory of radiationless transitions as covered in this paper (6,4g), the
two non BO terms are treated as perturbations (not externally applied, but arising
as imperfections within this model of molecular structure) that can induce
transitions between unperturbed states each of which is taken to be a specific
Born-Oppenheimer product state:

FrL (Q) = yi (1Q) xk,L (Q). ®
It is reasonably well established that the non BO coupling term involving second
derivatives of the electronic wavefunction contributes less to the coupling than
does the term (-0 /0R,) (-i-0Y/0R,)/m, having first derivatives of the
electronic and vibration-rotation functions. Hence, it is only the latter terms that
will be discussed further in this paper.

With this background, it should not be surprising that it has been shown
that the rate R (sec™!) at which transitions from a Born-Oppenheimer initial state
W, = y; to a final state W¢ = yys is given, via first-order perturbation

theory, as:
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R = /8 [ <l <wi [Pl e >(P/uyee>l 8(es +E - &) p(E) dE. (10
Here, €; ¢ are the vibration-rotation energies of the initial (anion) and final
(neutral) states, and E denotes the kinetic energy carried away by the ejected
electron (e.g., the initial state corresponds to an anion and the final state to a
neutral molecule plus an ejected electron). The density of translational energy
states of the ejected electron is p(E) = 4mneL3(2meE)” 2/h? . We have used the

short-hand notation involving P P/l to symbolize the multidimensional

derivative operators that arise in the non BO couplings as discussed above:

(Pye )(P/uxs) = Zy (-royy/oR,) (i 9y #OR,)/m, , (1)
where R, runs over the Cartesian coordinates (X,, Y, , Z, ) of the a atom whose
mass is m,. In Eq. (10), the product p dE is unitless, 8(gf + E - €; ) has units of
sec2/(gm cm?), the square of the P matrix element has units of (gm cm/sec)?, the
square of the P/| matrix element has units of (cm/sec)?, and 27/k has units of
(sec/(gm cm?)). Hence the product has units of sec!.

1.3 The Electronic Non BO Matrix Elements
The integrals over the anion and neutral-plus-free-electron electronic states

mi¢= <yr [P| yi> (12)
are known to be large in magnitude only under special circumstances:

1. The orbital of the anion from which an electron is ejected to form the state yf
of the neutral (usually the anion’s highest occupied molecular orbital (HOMO))
must be strongly modulated or affected by movement of the molecule in one or
more directions (Q). That is 0y;/0Q, which appears in Py; , must be significant.
2. The state-to-state energy gap &; - £¢, which is equal to the energy E of the

ejected electron, must not be too large; otherwise, the oscillations in the ejected
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electron’s wavefunction ¢ will be so rapid as to render overlap with 9yi/0Q
negligible.

Moreover, symmetry can cause m; ¢= <Ws [P| y;> to vanish. In particular, if the
direct product of the symmetry of ; and of 9/0Q do not match that of yr, then
m; ¢ will vanish.

Let us consider these conditions in more detail before proceeding further
because they form the basis for approximations that are introduced later. The
derivatives or responses of the anion’s orbitals to nuclear motions d;/0Q arise
from two sources:

1. The orbital’s LCAO-MO coefficients depend on the positions of the atoms
(or, equivalently, on bond lengths and internal angles). For example, the *
orbital of an olefin anion that contains the “extra” electron is affected by
stretching or twisting the C-C bond involving this orbital because the LCAO-
MO coefficients depend on the bond length and twist angle. As the bond
stretches or twists, the t* orbital’s LCAO-MO coefficients vary, as a result of
which the orbital’s energy, radial extent, and other properties also vary.

2. The atomic orbitals (AO) themselves respond to the motions of the atomic

centers. For example, vibration of the X2[1 NH" anion’s N-H bond induces dy
character into the 2p, orbital containing the extra electron as shown in Fig. 1.
Alternatively, rotation of this anion’s N-H bond axis causes the 2p, HOMO to
acquire some 2pq character (see Fig. 1 again). Such AO responses can be

evaluated using the same analytical derivative methods that have made
computation of potential energy gradients and Hessians powerful tools in

quantum chemistry.
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dW/dR = (¥ (R+5) - ¥(R))/d d¥/de = (¥(6+9) - ¥(9))/8

causes 2p, to acquire d character €3uses 2px to acquire 2p,
character

Figure 1. Orbital response of NH ‘s 2p orbital to (a) vibratation of the N-H
bond (left) and (b) rotation of the N-H bond (right).

Another view of how the LCAO-MO coefficients vary with geometry can be
achieved by differentiating h, y; = E; y; with respect to Q (an arbitrary molecular
motion) and then premultiplying by the anion-plus-free-electron function Wy and

integrating over the electronic coordinates r to obtain:

<y |ohe/dQI; >/(E; -Ef -E) = <y¢|o/dQy; >. 13)
In this form, one sees that the response of the anion’s electronic state, when
projected against the neutral-plus-free-electron state to which it will decay, will
be enhanced at geometries where the anion and neutral potential surfaces
approach closely (so the denominator in Eq. (13) is small). Enhancement is also
effected when the initial and final states have a strong matrix element of the
“force operator” dhy/0Q. The latter is effectively a one-electron operator
involving derivatives of the electron-nuclear Coulomb attraction potential Z; Z,
y A /Tii a5 80 the matrix element <\ |ohe/0Q|\; > can be visualized as
<¢s|0he/0Q|0; >, where ¢; is the anion’s HOMO and ¢¢is the continuum orbital
of the ejected electron. At geometries where the anion-neutral energy surfaces are
far removed, the denominator in Eq.(13) will attenuate the coupling. If the state-

to-state energy difference €; - £/= E accompanying the electron ejection is large,
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the integral <¢¢ |0he/0Q|®; > will be small because the continuum orbital ¢¢
will be highly oscillatory and thus will not overlap well with (0he/0Q )d;.

In summary, for non BO coupling to be significant (4) the anion’s HOMO
must be strongly modulated by a motion (vibration or rotation) of the
molecule’s nuclear framework and the state-to-state energy gap must not be too

large as to render the HOMO-to-continuum-orbital overlap insignificant. For the
HOMO to be strongly modulated, it is helpful if the anion and neutral energy
surfaces approach closely (n.b., this is not the same as requiring that the state-to-

state energy gap €; - € be small) at some accessible geometries.

It should be emphasized that it is necessary but not sufficient for E{Q) -
E;(Q) to be small over an appreciable range of geometries; this only guarantees
that the denominator in Eq. (13) is small. It is also necessary that E{Q) - E;(Q)
decrease at a significant rate as the point of closest approach is reached; this is
why we say the surfaces must approach closely. Viewed another way, if E{Q)
- E;(Q) were small yet unvarying over some range of geometries (Q), then the
HOMO’s electron binding energy (and thus radial extent) would remain
unchanged over this range of geometries. In such a case, movement along Q
would not modulate the HOMO, and thus dyj/0Q would vanish. Let us consider

a few examples to further illustrate.

1.4 A Few Examples

In Fig. 2 are depicted anion and neutral potential curves that are
qualitatively illustrative of (1b,4d) the X>[TNH™ case mentioned earlier. In
this anion, the HOMO is a non-bonding 2p;, orbital localized almost entirely on
the N atom. As such, its LCAQ-MO coefficients are not strongly affected by
motion of the N-H bond (because it is a non-bonding orbital). Moreover, the

anion and neutral surfaces have nearly identical R, and ®, values, and similar

D, values, as a result of which these two surfaces are nearly parallel to one
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another and are separated by ca. 0.4 eV or more than 3000 cm’l. It has been seen
experimentally that excitation of NH' to the low rotational states of the v=1
vibrational level, which lies above v=0 NH neutral, results in very slow (e.g.,
cs. 108 sec™!) electron ejection, corresponding to ca. one million vibrational
periods before detachment occurs. However, excitation to high rotational levels
(e.g., J = 40) of v=1 produces much more rapid electron ejection (ca. 10°-1010
sec’!). These data have been interpreted as saying that vibrational coupling is
weak because of the non-bonding nature of the 2p, MO, while rotational
coupling becomes significant for high J.
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Figure 2. Anion (lower) and neutral (upper) potential energy surfaces illustrative
of NH where the surface spacing does not vary strongly along R.

Fig. 3 shows a hypothetical case similar to the NH situation but for which
the anion and neutral curves approach closely at longer bond lengths. In this
case, one would expect larger rates of detachment than in NH™ because
1. The state-to-state gap €; -€¢ is small for the two states labeled in Fig. 3.

2. The anion and neutral curves approach one another at R values that are
accessible to the vibrational wavefunctions of the two states shown in Fig. 3,
thus allowing strong modulation of the HOMO.
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Figure 3. Anion (lower) and neutral (upper) potential energy surfaces illustrative
of cases where the surface spacing varies strongly along R and becomes small at
some R.

In Fig. 4 are shown anion and neutral potential curves, as functions of the

“twist” angle of the H,C-C bond in a typical enolate anion (2,4¢e) such as
acetaldehyde enolate HCCHO™ . Angles near 8 =0 correspond to geometries
where the p, orbital of the H>C moiety is delocalized over the two py orbitals of
the neighboring C and O atoms, thus forming a delocalized ®t HOMO.

Theta in Degrees

Figure 4. Anion (lower) and neutral (upper) potential energy surfaces illustrative
of enolate cases where the surface spacing varies strongly along the H,C-C

torsion angle 0 and becomes very small near 6 = 90°.
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At angles near 0 = 90° , the py orbital of the H,C group is no longer stabilized
by delocalization; so the HOMO’s energy is much higher (as a result of which
the anion-neutral surfaces approach closely). In this case, excitation of, for
example, v=7 in the H>C-C torsional mode of the anion might be expected to
produce electron ejection because v=7 of the anion lies above v = 0 of the
neutral. However, over the range of 0 values accessible to both the v=7
vibrational function of the anion and the v=0 function of the neutral, the anion-
neutral potential energy gap is quite large (i.e., Eg (Q) - E;(Q) is large even
though ¢; -€¢ is small). In contrast, excitation of v=9 of the anion could produce
more rapid electron ejection (to v=2 of the neutral, but not to v=0 of the neutral)
because for the v=9 — v=2 transition there are angles accessed by both v=9
anion and v=2 neutral vibrational functions for which E¢(Q) - E;(Q) is small and
changing; moreover, the state-to-state gap &; -€¢ is also small in this case.

The purpose of these examples and of considering the nature of the
electronic non BO matrix element was to prepare for critical approximations that
are to be introduced. In particular,

1. We will focus on transitions for which €;- €¢ _is small.

2. We will focus on molecular deformations that most strongly modulate the

anion’s HOMOQ, so
3. we will focus on geometries Q near which the anion-neutral surface spacing is
small and changing.

2. TIME CORRELATION FUNCTION EXPRESSION FOR RATES

Before dealing further with the non Born-Oppenheimer case, it is useful to
recall how one can cast other rate expressions, such as the rate of photon

absorption (7) accompanying an electronic transition in a molecule, in terms of a



296 J. Simons

Fourier transform of a time dependent function that involves dynamical motions
on the initial and final electronic states’ potential energy surfaces.

2.1 The Optical Spectroscopy Case

2.1.1 From Wentzel-Fermi Golden Rule to the Time Domain

The expression for the rate R (sec’!) of photon absorption due to coupling V
between a molecule’s electronic and nuclear charges and an electromagnetic field
is given through first order in perturbation theory by the well known Wentzel
Fermi “golden rule” formula (7,8):

R = 2/)i<y; i [V] e Xe>I” S(er - & - ho). (14)
Here, ; ¢ and ¥ rare the initial and final state electronic and vibration-rotation
state wavefunctions, respectively, and €; ¢ are the respective state energies which
are connected via a photon of energy k. For a particular electronic transition
(i.e., a specific choice for y;j and yrand for a specific choice of initial vibration-
rotation state, it is possible to obtain an expression for the total rate Rt of

transitions from this particular initial state into all vibration-rotation states of
the final electronic state. This is done by first using the Fourier representation of
the Dirac d function:

8(es - € - ho) = (1/2h) | explit(e; - € - ho)/h] dt (15)

and then summing over the indices labeling the final vibration-rotation states X

Rr= (2n/k)Z; (1/2nh) | explit(es - & - ko) /]

<wi Xi [V W xe> <wi i [V] e xe>* dt. (16)
Next, one introduces the electronic transition matrix element (which may be an
electric dipole matrix element, but need not be so restricted for the development

presented here)
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Hif =<yl Viy;> 17
and uses the facts that the y; ¢ are eigenfunctions of the electronic Hamiltonian
he and that the ; ¢ are eigenfunctions of the vibration-rotation Hamiltonia T +
V;£(Q) belonging to the two electronic states having potential energies Vi £(Q)
and vibration-rotation kinetic energy T (both of which are functions of the
molecule’s atomic position coordinates collectively denoted Q)

he Wi £=Vi£(Q) Vif (18a)
[T+ Vis(Q) 1 %is = EifXis- (18b)

These identities then allow R to be rewritten as

Rr=Quk)Ze (1/21h) | exp[-it o]
<xi lexp(-ithi/k) Wi ¢ *| x> <xrexp(itheR)| p; el xi> dt. (19)
In this form, the completeness of the {)s}

Zelxe<xd = 1 20)
can be used to eliminate the sum over the vibration-rotation states belonging to

the final electronic state and thus express Rt in the following manner:

Rr= (2n/h) (1/27h) | exp[-it ©]
< exp(ithi/k)x;i | Wis* exp(ithg®) pif| x; > dt. (21)

The above expression is often visualized (and computed) (9) in terms of_the

(a) One function F is equal to the initial vibration-rotation function [x;> upon
which the electronic transition perturbation ;¢ acts, after which the resultant
product function is propagated for a time t on the final-state’s potential energy
surface by using the propagator exp(ithgh).



