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The time-dependent quantum wave packet approach has been improved and formulated to
treat the multiple surface problems and thus provided a new simple, yet a clear quantum picture
for interpreting the reaction mechanism underlying the nonadiabatic dynamical processes.
The method keeps the salient feature of the original quantum wave packet theory developed for
single surface problems, i.e. the introduction of the absorbing potential and the grid basis
including the discrete variable representation and the fast Fourier transformation, which makes
the present methodology a very efficient implement for the nonadiabatic quantum scattering
calculations. Here, we review the theoretical basis of this approach and its applications to
the fundamental triatomic chemical reactions, the latter include the nonadiabatic dynamics
calculations on the F+H,, F+HD, F+D,, O('D)+N,, OCP, 'D)+H,, D" +H,, and
H* 4+ D, reactions. We also present a thorough historical overview of the theoretically
nonadiabatic dynamical investigations particularly on the triatomic systems, and show
how the time-dependent wave packet approach complements the time-independent quantum
scattering theory.
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1. Introduction

Tremendous advances in computer science as well as in electronic structure theory
have stimulated the recent theoretical interest in explaining the various aspects of the
electronically nonadiabatic processes in chemical reactions [1-3]. On the theoretical
side, the nonadiabatic dynamical investigation has now evolved to a stage where
the exact quantum scattering calculation has finally been achieved for a few benchmark
triatomic systems. Going beyond the triatomic systems and more towards the
complicated polyatomic systems, however, remains a formidable challenge to exact
quantum dynamics. The dynamical treatment of the polyatomic reactions [4-6] will
therefore necessarily turn to the semiclassical mechanical approach at the present
stage; and to this end, various theoretical approaches have been developed thus far
to treat the chemical reactions with nonadiabatic effects. These included the Tully’s
fewest switches (TFS) [7, 8], the fewest switches with time-uncertainty (FSTU) [9, 10],
the exact complete passage (ECP) [11], the semiclassical Ehrenfest (SE) [12], the
coherent switching decay of mixing (CSDM) [13], the full multiple spawning (FMS)
[14, 15], the multi-configuration time-dependent Hartree (MCTDH) [16, 17] methods,
etc. Coupled with the quantum features, the semiclassical treatment of the reaction
system indeed provides a pragmatic way for simulating the nonadiabatic processes both
in the triatomic and the polyatomic reactions. But for interpreting the reaction
mechanism underlying the nonadiabatic processes occurring in triatomic system, the
full quantum dynamical treatment is much more easy to implement, and is therefore
preferable to the semiclassical mechanical methods. Although the quantum dynamics
has now reached a point where the multiple surface problem has been recently
solved without any approximation for a few benchmark abstraction reactions by
time-independent approach, the complexity of quantum scattering calculations
involving a large number of electronic states, as well as the diversity in chemical
reactions still offer us the opportunity to apply different theoretical methodologies
for exploring the dynamical information related to the electronically nonadiabatic
processes.

The challenge associated with the nonadiabatic quantum scattering calculations lies
in that the equation of motion should be formulated within a basis set of electronic
wave functions since more than one electronic state is involved in the overall dynamics.
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As a result, the number of the basis functions used in expanding the wave function
of the system increases rapidly with the inclusion of the internal rovibrational basis
functions for each electronic state, thus making the quantum scattering calculations
intractable. The use of a high-speed computer and a parallel computation may
alternatively provide a solution to this problem, but the essential way lies still in
developing new dynamical methods that require less computational resources. The
time-dependent quantum wave packet approach [18-24] seems to serve this purpose,
because it is well acknowledged from the adiabatic scattering calculations that the time-
dependent wave packet approach has advantages over the time-independent quantum
method, in that, its computational cost scales with less than N2 as compared with the
latter one with N°; here N is the number of basis functions. The time-dependent wave
packet approach takes advantage of the fast Fourier transformation and the discrete
variable representation that was introduced to evaluate the action of the Hamiltonian
onto the wave function, as well as the absorbing potential to reduce the spatial extent of
the grid. Hence, it is usually numerically more efficient to solve the Schrodinger
equation using the wave packet method. However, to date, the applications of the time-
dependent wave packet method to the chemical reactions have successfully revealed
their adiabatic dynamical features only. It was therefore realised that an improvement
should be made to this method, for the purpose of using it as an efficient computational
tool to handle the nonadiabatic dynamical issues. For this reason, the time-dependent
wave packet method has been introduced to treat the nonadiabatic dynamics of
chemical reactions, and has been developed from the one within the framework of the
Born-Oppenheimer approximation [19] into an appropriate approach to solve the
Schrodinger equation formulated with the augment of electronic basis. It is also worth
noting that an accurate ab initio description of the potential energy surfaces and the
nonadiabatic coupling terms is clearly essential in any dynamical calculation.

In this review, we shall explore the uses and advantages of this time-dependent
quantum wave packet approach in the area of nonadiabatic quantum scattering
calculations. After a historical overview on the advances made in the previous
theoretically nonadiabatic treatments for the triatomic chemical reactions in section 2,
section 3 introduces the theoretical framework of the time-dependent wave packet
method for nonadiabatically investigating the triatomic systems. The applications
of this method to benchmark reactions F (2P3/2,2P1 n)+H,, F (2P3/2,2P1 )+ HD,
and F(2P3/2,2P1/2)+D2, to the electronic quenching process of O('D)+ N, to the
spin—orbit-induced intersystem crossing effects in OCP,'D)+ H,, and to the charge
transfer processes in D" 4+ H, and H" 4 D, are presented in section 4. These quantum
results demonstrate the dynamical phenomena of the chemical processes which occur in
the triatomic systems either with barriers or with potential wells, and provide physical
insights into the reaction mechanisms. Finally, section 5 concludes with a suggestion
for future developments of the method.

2. Historical overview

One of the most widely investigated reactions is the abstraction reaction
F (2P3/2,2P1 2) +H, in which the ground state 1?A’ and the excited state 1?°A” correlate
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adiabatically with the ground spin state F(°P; 12), while the excited state 2?A’ correlates
with the excited spin state F(*P; 12). Triggered by the pioneering work of Tully [25], there
are extensive theoretical reports [26-33] on the role of the excited spin state and
nonadiabatic effects in this reaction, of which the time-independent quantum dynamical
approach by Alexander et al. [30, 31] has yielded the recent success in providing the exact
and the accurate scattering calculations. They included into the Hamiltonian the
electronic (spin and orbital) angular momenta of the F atom to describe the electronic
motion with an exact treatment of their operation on the multi-state wave function.
They also recently fitted the diabatic potential energy surfaces and the spin—orbit
coupling matrix which were used in the quantum scattering calculations carried out
within the uncoupled electronic basis [31]. These elaborate nonadiabatic quantum
calculations of Alexander et al. [30, 31] have revealed that the F atom in the excited spin
state contributes little to the overall reactivity, with its contribution being clearly
observed in the formation of product HF in the v=3 vibrational level [34, 35], and the
fine structure of the reaction probabilities and the integral cross sections is insensitive to
the nonadiabatic effects. In addition, the agreement between the state-to-state
calculations and the experimentally measured angular distributions for F+H, [36],
and between the relative cross section and the experimental excited functions for
the F+ HD [34] reaction has been revealed by these exact quantum studies. With a
similar approach, Alexander et al. [37-40] also extended their nonadiabatic studies to the
Cl(2P3/2,2P1 1) +H; and O('D) +H, reactions very recently. They found that except
for the spin—orbit coupling, the other coupling terms play insignificant roles in the
reaction dynamics of Cl(2P3/2,2P1 2)+Ho, and the discrepancy between the calculated
differential cross section and the experimental measurement implies some defects in
the exit channel of the CIHH PES. Combined with a capture theory, their calculated
fine-structure branching ratio of the product OH in the O('D)+ H, reaction with four
electronic states involved in the dynamics, revealed a propensity for the formation of
product OH in IT (A doublet) state and a statistical distribution of the cross sections over
the final-state rotational quantum number. Similar to the F + H, reaction, the role of
the excited state and spin—orbit coupling in the Cl+ H, reaction has also been
investigated by Skouteris et al. [41] and by Xie et al. [42]. Furthermore, Skouteris et al.
[41] performed the time-dependent quantum scattering calculations for Cl+ H, by using
the Chebyshev iteration [43].

CI(*P, /2,2P1 12) +HCl reaction also attracted lots of theoretical attentions. Schatz and
coworkers [44, 46] have fitted the diabatic potential energy surfaces of this system to
ab initio data calculated at two different levels, the higher one of which is RCCSD-T/
aug-VTZ. They then performed the time-independent quantum scattering calculations
within hyperspherical coordinates on these potential surfaces, together with the
electrostatic, Coriolis, spin—orbit couplings, to obtain the cumulative reaction
probability, the J-shift rate constant for total angular momentum J=1/2. Recently,
they investigated the influence of the spin—orbit coupling on the reaction dynamics via
varying the spin—orbit coupling between —150 to 150% of the true Cl value in the time-
independent quantum scattering calculations, as well as the influence of the van der
Waals wells on the cumulative reaction probability and the fine-structure-resolved
cumulative reaction probability by performing a J=1/2 quantum scattering calculation
[47, 48]. A thorough investigation on the O('D)+ H, reaction has also been conducted
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by Schatz and coworkers [49-53]. They employed various theoretical approaches
such as the TFS method, the approximated quantum theory, and the helicity decoupled
wave packet method in the nonadiabatic calculations performed on different potential
energy surfaces, including their own constructed potential energy surface of the excited
state 1A”, the diatomics-in-molecules (DIM) potential energy surface, and the accurate
ab initio Dobbyn—Knowles (DK) potential energy surface. The physical insights into the
role of the excited states 1A” and 2A’, and the comparison between the estimated total
reaction cross sections and the experimental data are therefore provided. The reaction
probabilities of this reaction and its isotopic reactions O('D)+ HD/D, have also been
calculated on the same DK potential energy surface in the time-independent quantum
study of Takayanagi [54]. Based on the analytical spin—orbit coupling matrix fitted to
the calculated data using the Breit-Pauli method, Schatz and co-workers [55-57] also
carried out, for the first time, the theoretical studies of intersystem crossing effects in the
OCP,'D)+H,, SCP,'D)+H, reactions by using trajectory surface hopping (TSH)
method within a mixed representation. They calculated the fine-structure-resolved
branching ratio and the product rotational distributions. The nonadiabatic studies of
Schatz et al. [58, 59] still include the investigations on the Renner-Teller effects in the
N(*D) + H, reaction and on the reactive and the nonreactive quenching in the OH + H
system [60].

Another reaction that has long been of interest to this field is the reaction of Hi system.
Its simplicity and yet rich reaction variety involving the charge transfer processes, has
made the reaction and its isotopic variants the paradigms for a full quantum treatment.
As early as 1972, Tully et al. [61] reported a TSH study of HY + D, reaction. Nakamura
and co-workers [62-64] calculated the cumulative reaction probability for the total
angular momentum J = 0 of (D + H»)™ reaction using both the TSH method based on the
developed Zhu—Nakamura theory and the time-independent quantum scattering theory,
and Takayanagi et al. [65] performed similar scattering calculations for this reaction
system. The reaction probability for collinear reaction (H+ H,)* was calculated by
Ushakov ez al. [66] also using the time-independent quantum theory and the DIM
potential matrix. Ichihara et al. [67] reported the reaction cross sections at low collision
energy for the H + H, reaction while Chajia et al. [68] investigated the collisions of H
with D, and with H, at low energies using the FMS method. The H system was also
subjected to the TSH study of Ichihara et al. [69]. In addition, there are many other
theoretical nonadiabatic studies such as the TSH and the time-independent quantum
scattering calculations on the electronic quenching process of O('D)+N, [70-72],
the time-independent quantum scattering calculations on Br(*P, ) +H, [73], the TSH
studies of the charge transfer processes in (Ar+ H,)" [74, 75], and the TSH studies of
C+ CH [76], Na+ N, [77] etc.

As should already be apparent from the above overview, most of the theoretically
nonadiabatic treatments were carried out within either time-independent framework or
semiclassical framework — this is in sharp contrast to the dynamics studies of adiabatic
problems where the time-independent and the time-dependent quantum scattering
theories give almost the same contribution and are complementary to each other.
Therefore, the extension of the time-dependent quantum wave packet theory to the
nonadiabatic dynamics is to be of fundamental importance for the development of
dynamics methods in this exciting field.
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3. Time-dependent quantum wave packet approach for A + BC reaction

We have used the time-dependent wave packet approach in which the split-
operator scheme [78] is employed to numerically solve the Schrédinger equation for
a reaction system based on the reactant Jacobi coordinates. The multi-state wave
function is expanded within an electronic-translational-vibrational-rotational basis set.
The starting point for the numerical solution is to construct the initial wave function
that is to be propagated on a specific electronic state. Since the fundamental lines of the
method could be found in [19, 20], here we only emphasise on those details associating
with the treatment of the multiple electronic states.

3.1. Propagation of the wave function

To numerically solve the Schrédinger equation for a triatomic reaction system that is
formulated within a basis set of electronic wave functions, the split-operator scheme [78]
has been modified and then used for treating the propagation of the wave functions on
several potential energy surfaces associated with the multiple electronic states. In terms
of the reactant Jacobi coordinates, the time-dependent Schrodinger equation within
a diabatic electronic basis for A + BC reaction system involving the multiple electronic
states can be written as

ih%‘P:H‘P
2P [ 2 ~ (3.1.1)
H=—"2 "% \pyp+ 4+ = 4y
2R OR? 2/L,.8r2+ (’)+2u,r2+2uRR2+

with R(r) being the distance between atom A and the center of the mass of molecule BC
(the distance between atom B and C), and uz(u,)the corresponding reduced mass, V(r)
is the reference diatomic vibrational potential, and j and L is the rotational and the
orbital angular momentum respectively.

The wave function ¥ is a column vector,

¥

¥,

P — (3.1.2)

q’lﬂ

with ¥; being the expansion coefficient obtained by expanding the multi-state wave
function ¥, in a diabatic electronic basis {¢;} (i=1, m) [79],

il = Z Vi (3.1.3)
7

In fact, ¥; describes the nuclear motion in the ith electronic state, and is
therefore further expanded in terms of a translational-vibrational-(body-fixed)
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rotational basis set [19],
V= 3 Fo ) (R$,(r) V(R 1) (3.1.4)
nvjk
n, v, j(k) labels the translational basis, the vibrational basis, and the rotational basis
respectively.

V" denotes the matrix representation of the potential energy in the diabatic electronic
basis,

Van Vi oo o0 Vi
Vor Voo oo oo Vo

V=1 ... ... ... ... .. (3.1.5)
Vih Vaz oo oov Vi

in which the diagonal elements V;; = (¢;|He|¢;) define the diabatic potential energy

surfaces for each electronic state, and the off-diagonal elements Vj; = (¢>,~|Hel|¢>_,») are
generally non-zero, here, H, is the electronic Hamiltonian.

The Schrédinger equation (3.1.1) can be numerically solved through the time
propagation of the wave function by applying a modified split-operator scheme. For
a short time step A in the propagation, the wave function at time ¢+ A can be derived
from Y() as follows,

Pt 4+ A) = o~ iHOA/2 p=iViat A2 =iV A =iViet A2 =i A/2 w(1)
— o HOA/2 = iVial D2 o= 1Vaiag A Pt p=iViot A2 =iH A )2 w(1)

— €7iH0A/2€7iVm[A/2TET+€7ileA/2€7iHUA/2 W(Z)’ (316)

with H, and V,, being defined as,

w9 ¥
H=—-———————+4V
0= "3 0R nanTVW
) r2
J L
T s 1
Vo= 2 e 1D
and Vi, is the diagonal matrix of V,
Vi 0 0 0
0 ¥, 0 0
Vigg=] 0 0 13 0 (3.1.8)
. 0
0 0 0 Vi
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Here, T denotes the transformation matrix from matrix V to Vgiae and T the
conjugated transposed matrix of 7. E also represents the diagonal matrix composed
of the exponential functions as follows,

e~a 0 0 0
0 eminA 0 0
E= 0 0 e 0 (3.1.9)
0 0 e Vmd

Further, it is clear that the inclusion of the electronic angular momenta [ and § in the
orbital angular momentum L will cause the changes in the projection quantum numbers
A, o of [ and § while they are acting onto the electronic wave function. Hence, during the
propagation of the wave function, the action of the centrifugal potential operator
Lz/(2,uRR2) should be first onto the electronic basis and then onto the nuclear wave
function, leading to the changes in all projection quantum numbers K, k, A, o of J, 7, i
and §, with K=k+Ai+o. For a detailed description of the action of
[?= (.} — f —i- $)* onto the wave function with both the electronic and the nuclear
parts, the reader is refered to [31].

To save the computational cost, the Coriolis coupling is often neglected which is
the case in the centrifugal sudden (CS) approximation. Within the CS approximation,
the action of 12 onto the wave function can be simplified to (here we use |Kkio) to
denote the wave function for simplicity)

L2|Kko) = [J(T+ 1)+ + D) 4+ I+ 1) + s(s + 1) — 2K* + 2k(A + 0) + 240]|Kk)o)
(3.1.10)

Otherwise, if the Coriolis coupling is included in the calculation, then such treatment
is called the coupled-channel (CC) calculation.

3.2. Preparation of the initial wave function

For a specific electronic state j on which the initial wave packet is to be propagated, the
corresponding wave function is chosen as a product of a specific rovibrational wave
function and a localised translational wave packet expressed in a standard Gaussian
function [19, 20] while being zero for the remaining electronic states,

Yi(t=0)=

::kl(R)d)HJ/() AN Yoo, l(R noi=)) (3.2.1)

(i #)

where @y, i(r) is the rovibrational function with respect to the initial rovibrational state
vo. jo. and is expanded in the vibrational basis {¢,(r)}. Yjo,. ,(R F) represents the
rotational function corresponding to the initial rotational state of jo, ko. ¢ ,(R) denotes
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the Gaussian function with an average momentum k and the wave packet width 4,

1/4 i
PpR) = <@> exp(—(R — Rg)*/26%)e "R (3.2.2)

In addition, if we further consider that the diagonal form of the wave function can
only be achieved within a coupled electronic basis | jj, > (j = I+5 S, jo = A + 0), hence, if
the quantum scattering calculations are performed within an uncoupled electronic basis
|ILso >, it is necessary to transform the above constructed initial wave function with
a diagonal form in the coupled electronic basis to its corresponding form in the
uncoupled electronic basis before the wave packet propagation. Such transformation
can be obtained via the following Clebsch—Gordan (CG) transformation [44],

Ao >= Z<jja|lks0> e > (3.2.3)

Jjo

i.e. the wave functions expressed in the two different electronic basis sets are connected
by the CG coefficients < jj,|/Aso >.

3.3. Analysis of the final wave function

Having propagated for a sufficiently longer time, we can now derive the time-
independent wave function from the time-dependent final wave function by the
following transformation from time-domain to the energy domain [19] (here, we omit
the subscript i for simplicity),

+ _L > (i/h)Et
I (E))_a(E)/O B ()
a(E) = (PHE) | Y(0)) = (| P(0))

(3.3.1)

where @ is a sine function and a Ricatti-Bessel function for zero and nonzero partial
wave function, respectively.

The reaction probability in the reactive scattering calculation can be obtained by
performing the flux calculation at a fixed surface r =r,. For each electronic state 7, the
following formula is used to calculate the reaction probability,

9 -
Vo]oko Z(E) m Im ( Z nwk I(E )¢Tv (’) X 5 (pv’(r)an’jk,i(E ))

nvjkyv'

r=ry

] - 32
FuieiE) = 55 fo QME e (D)dt (3:3.2)

Fm}/’k,i(l) = Z An,lFl\{jk.i(l)
I}

with 4,,; being the transformation matrix between the basis and the discrete variable
representations along the R-direction. Here, vy, jo is the initial vibrational and
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rotational quantum number of the diatomic molecule, and k& is the projection quantum
number of .

However, in nonreactive scattering calculation, the probability correlating to the
electronic state i can be obtained by evaluating the flux at R= R, as follows,

h
PR AE )‘mlm<2 F BN (R) X un(R>FnUkl(E>> (3.3.3)

viknn' R=R,

The cross section for electronic state /i can be calculated by summing over the
probability for all possible partial waves (total angular momentum J) [19],

O}ovo ’(E) - k2 2(2']—'_ 1) Jovo, l(E)

/0 Yo

(3.3.4)
J _ J
Pjovosi(E) - 2]0 +1 kzo Pjo/Covo,i(E)

where k;

oo 15 the initial wave number at a fixed collision energy.

4. Examples

4.1. Nonadiabatic effects on the reaction mechanism of F( 2P3/2,2P,/2 )+ H, [97]

We applied the improved time-dependent wave packet method to the benchmark
F + H, reaction that is subjected to the previous elaborate time-independent scattering
quantum calculations of Alexander et al. [31], and compared the calculated results
of the two different quantum scattering methods. The Coriolis coupling is neglected
in the present calculation (CS calculation).

The diabatic potential matrix (Alexander-Stark-Werner (ASW) potential energy
surface [31]) and the spin—orbit coupling matrix used in the calculation are the same as
those in the calculations of Alexander et al. [31], and can be expressed as:

10,1/2) 10, —1/2) 11,1/2) 11, —1/2) [—1,1/2) =1, —1/2)
10, 1/2) Vs, 0 -V -2 - 0
10, —1/2) 0 Vs, 0 -7 —2'2B -
11,1/2) -7, 0 Vin—A 0 v, 0
1, —1/2) —212B -V 0 Va+A 0 Vs
|—1,1/2) -7 —2'2B Vs 0 Van+A 0
=1, —1/2) 0 - 0 Vs 0 Vio—A

V1, Vo, Vs, Vi are the four terms of the diabatic potential energy surface, A and B are
spin—orbit coupling terms. The six [Ao>(A =0, £1, o ==+1/2) constitute the diabatic
electronic basis. In preparing the initial wave packet, the transformation from the
coupled electronic basis function to the uncoupled electronic basis function has been
conducted and the two electronic bases are related to each other via the CG coefficients.
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The diabatic coupling effects, i.e. the electronic coupling V; and V», on the reaction
mechanism can be investigated by a comparison between the six-surface and the
two-surface scattering calculations, with the latter one neglecting these two electronic
coupling terms. In figures 1 and 2, we show the total reaction cross sections for the
ground spin state F(2P3/2) and the excited spin state F(2P1/2) atoms (with H, in
its ground initial rovibrational state), respectively. The results calculated on both six
surfaces and on two surfaces are included. The corresponding time-independent

3.5
304 T
—~ 2.5
3]
<
& 2.0
3}
@
» 1.5
1]
e
© 1.0
Six-surface
05 - Two-surface
Time-independent
00 T T 1
0.0 0.3 0.4

Translation energy (eV)

Figure 1. The total reaction cross sections on the two-surface and six-surface for the reaction of F(2P3‘,‘2)
with H, (v=j=0) as a function of the translation energy [97]. The dashed lines correspond to the
time-independent results reported by Alexander er al. [31].

1.2 1
1.0
<
=z 0.8
o
k3]
Q0.6
(9]
8
S 0.4+ .
— Six-surface
02 4 ceeeee Two-surface
i e Time-independent
0.0 - T O ' '
0.0 0.1 0.2 0.3 0.4

Translation energy (eV)

Figure 2. The total reaction cross sections on the two-surface and six-surface for the reaction of F(2P1,,2)
with H, (v=;j=0) as a function of the translation energy [97]. The dashed lines correspond to the
time-independent results reported by Alexander et al. [31].
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quantum results of Alexander et al. [31] are also shown for comparison. For the excited
F(*P, 2) atom, the agreement between the two different quantum calculations is nearly
perfect, indicating that the Coriolis coupling slightly influences the reactivity of the
excited F atom. However, in the case of the ground state F(2P3/2) atom, the present
quantum results are larger than the time-independent cross sections at high collision
energy, due to which the present quantum calculations neglect the Coriolis coupling.
Further, we can see that, the excited F(P, 2) atom has a larger internal energy and thus
illustrates a higher reactivity than the ground F(2P3/2) atom with lower collision energy.
Finally, the comparison between the two-surface and the six-surface calculated results
has revealed that the electronic coupling terms do have effects on the reaction
mechanism, and they affect the reactivity of the excited F(°P, 2) atom more than that
of the ground F(2P3/2) atom.

4.2. The reactivity of the ground and the excited spin state F( 2P3/2,2P1 /2) atoms
with D, [98]

Here, the time-dependent wave packet method has been employed to investigate the
role of the excited state in this reaction and compared with the previous study on the
F(2P3/2,2P1/2)+H2(v:0, j=0) reaction. We calculate the total reaction probability
and the cross sections for the ground and the excited spin state F atoms, and further
calculate the rate constant from the total cross sections o(E) as follows:

K(T) = /SjifRT(KBT)_Z OOO Eo(E)exp (— %) dE 4.2.1)

with Kz being the Boltzmann constant and E the collision energy.

Figure 3 shows the calculated total reaction cross sections on the ASW potential
energy surface [31] for the ground and the excited state F atoms. For comparison, the
single-surface results calculated on the lowest adiabatic ASW surface are also included
in figure 3. At lower collision energies, the multiple surface result of the ground state F
atom agrees well with the single-surface result, however, the former deviates down
from the latter at higher collision energies, indicating an increasing role of the
nonadiabatic effects with higher collision energies. Similar to F + H», the cross sections
of the excited F atom are slightly larger than those of the ground state F atom at very
low collision energies (see figure 4), but the cross sections of the ground and the excited
states in this isotopic reaction are smaller than those in the F + H, reaction. The present
quantum calculations also predict a rather lower reaction threshold of ~0.1kcal mol ™"
as compared with the previous calculated values, i.e. ~0.36 kcalmol™" of Quantum
Mechanical (QM) results on the Hartke-Stark Werner (HSW) potential energy surface
[44], ~0.92 kcalmol ! of Quasi-Classical Trajectory (QCT) value on the Stark-Werner
(SW) potential energy surface [80]. Figure 5 shows the calculated rate constant for the
ground and the excited F atoms, along with the average rate constant. In this figure, the
ground state rate constant is in good agreement with the average rate constant,
suggesting that the excited state contributes little to the average rate constant. Indeed, it
is found that the excited state contributes 0.9 and 3.1% to the overall reactivity at 200
(corresponding to 5(1000/200) in figure 5) and 500 K (corresponding to 5(1000/500) in
figure 5), respectively.
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Figure 3. Total multi-state cross sections for the F(2P3/,2.1’,2)+D2 (v=j=0) reaction, as a function of the
collision energy (solid line) and the single-state cross section (dashed line), taken from [98].
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Figure 4. Total multi-state cross sections for the F(2P3’,2,1/2) + D, (v=0, j=0) reaction at very low collision
energy (solid line) and the single-state cross section (dashed line), taken from [98].

4.3. Nonadiabatic investigation on the F( 2P3/2,2P1/2 ) + HD reaction [99, 100]

The two product channels FH + D and FD + H in this reaction were investigated by
calculating their reaction probabilities and the total reaction cross sections deriving
from the initial rovibrational state v=0, j=0, 1 of the reactant HD, and the present
time-dependent wave packet quantum results are compared with the existing
experimental measurement and the single-surface calculated results [81].
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Figure 5. Average v=0, j=0 rate constant, along with the ground and the excited state rate
constants for the reaction of F(2P3,,2,2P1;2) + D, [98].

The total reaction cross sections calculated on the ASW potential energy surface [31]
for j=0 and j=1 are shown in figure 6. Similar to the F+ H, reaction, at lower
collision energies, the cross sections of the excited state are slightly larger than those
of the ground state, and such behaviour is more obvious in the DF + H channel than in
the HF + D channel. As far as the DF +H channel is concerned, such behaviour is
much more obvious with j=1 than j=0. Furthermore, the j=0 cross sections of the
ground state show a clear resonance peak in low collision energy region for the HF + D
channel.

In figure 7, we compare the experimental measurement [81] with the averaged cross
sections, calculated from the reaction cross sections, with 80% of HD in j=0 state,
20% in j=1 state and 16% of F in excited spin state as well. It can be seen that the
calculated resonance peak appears at the collision energy about 0.4 kcalmol™' higher
than the experimental one, and this is probably due to the spin—orbit coupling which
causes an increase of 0.375kcalmol™" in the barrier height on the ASW surface [31].
The height of the peak is about 1.3 times that of the experimental result [81].
When compared with the single-surface calculated cross sections on the SW surface [81],
which is about 2 times that of the experimental result, the present calculation has
lowered the height of the resonance peak, thus suggesting a relatively important role of
the spin—orbit coupling in the reaction mechanism.

We further modify the ASW surface by lowering its barrier height using the scale
external correlation technique, and perform again the quantum dynamics calculation
on this modified ASW (MASW) surface to obtain the total reaction cross sections
for F+HD(v=0, j=0) and F+HD(v=0, j=1). We note here that the barrier height
on the ASW surface is lowered by 0.015 and 0.016eV for the collinear and the lowest
bent configuration barriers, respectively after the modification. The cross sections for
two initial states j=0 and j=1 of the HD-molecule, calculated on the MASW surface,
are shown in figures 8 and 9, and the averaged cross sections are compared with the
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Figure 6. The total integral cross sections for the reaction of F(2P3,r2,2P|,r2) with HD in j=0 (upper panel)
and 1 (lower panel) as a function of the collision energy, taken from [99].

experimental results [81] and with our calculated results on the ASW surface in
figure 10, the single-surface results on the SW surface of Skodje et al. [81] are also
shown for comparison. It is clear that the quantum wave packet calculation employing
the MASW surface also reproduced the experimentally observed resonance feature
in the total reaction cross sections of the HF 4+ D channel (see figure 8). Compared with
the above ASW-surface results, this time the resonance peak appeared at a rather lower
collision energy of 0.026¢V, getting close to the experimental observations. The good
agreement of the peak position and yet the reduced peak height from 2.96 a,> on the SW
surface to the 2.06 a,> on the present MASW surface, as revealed by the comparison
between the single-surface and the MASW-surface results, indicates that the MASW
surface has almost the same adiabatic barrier as the adiabatic SW surface, as well as
that the spin—orbit coupling has a substantial effect on the resonance feature. For the
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Figure 7. Comparison of the averaged cross section for the reaction with 80% HD(j=0) and 20%
HD(j=1) with the experimental results from [81]. The upper and the lower panels correspond to the reaction
of F+HD — HF + D and F+HD — DF + H, taken from [99].

DF + H channel, the lowered barrier on the MASW surface causes an energy shift
of 0.015eV to lower energy region in the MASW results as compared with the ASW
results, and thus achieves a nearly perfect agreement with the experimental
measurements.

The isotopic effect o pry g/ogry p of this reaction can be seen by the branching ratio
of the ground and the excited states with HD in j=0 and j=1. Here, the results are
derived from the calculated cross sections on the ASW surface. As shown in figure 11,
the difference between the isotopic effects of the ground and the excited states lies
in that at lower collision energies, the isotopic effect of the excited state is much
more stronger than that at the ground state, because the initial internal energy and the
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Figure 8. The total integral cross sections for the reaction of F(2P3/2,2P1,2) with HD in v=0, j=0 as
a function of the collision energy on the MASW surface [100].
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Figure 9. The total integral cross sections for the reaction of F(2P3’,2,2P1,,2) with HD in v=0, j=1 as
a function of the collision energy on the MASW surface, taken from [100].

electronic angular momenta are different for the excited and the ground states.
Finally, we show the energy-dependent reactivity of the excited state /=o(P;,)/o(P5)2)
for the two product channels with HD in j=0 and j=1 in figure 12. At low collision
energies, the reactivity of the excited state is larger than 1, and the largest value with
j=1is found to be ~0.012 and 0.018¢V for the HF+D and DF +H channels,
respectively. As the collision energy increases, the reactivity of the excited state
gradually decreases, and is no more than 43% of reactivity of the ground state at a
higher collision energy.
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Figure 10. Comparison of the averaged cross section for the reaction with 80% HD(v=0, j=0) and 20%
HD(v=0, j=1) with the experimental results [81] and other theoretical calculation (ASW PESs calculation

from [99], single PES result form [81]). The upper and lower panels correspond to the reaction of
F+HD — HF +D and F+ HD — DF + H, taken from [100].

4.4. Electronic quenching process in the O('D) + N,— O(°P) + N, reaction [101]

The issue is of great theoretical interest due to its importance in atmospheric chemistry.
Both the heavy reactant and the deep potential well on the ground singlet potential
surface present the challenge to the quantum study, and the only previous time-
independent quantum calculation was that of Takayanagi [70], in which a two-surface
collision model is used to describe the electronic quenching process. In our time-
dependent study, both the three-surface and two-surface collision models are used to
investigate the role of the second excited state in the quenching process. One advantage
of the time-dependent wave packet method over the time-independent quantum method



16: 14 21 January 2011

Downl oaded At:

Time-dependent wave packet approach 219

1.5 1

OpF+H/ OHF+D
o
1

o
&)]
1

0.0 = T T T T T T T 1
0.0 0.1 0.2 0.3 0.4

E. (eV)

Figure 11. The branching ratio for the reaction of F(2P3/2,2P1/2) with HD in j=0 and j=1 as a function
of the collision energy, taken from [99].
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Figure 12. The energy-dependent reactivity of the spin—orbit excited state for the reaction of F(ZPM, 2P1/2)
with HD in j=0 and j=1 as a function of the collision energy, taken from [99].

is that the information over a range of collision energies can be determined in a single
calculation which help in investigating if the resonance feature exists in the calculated
total electronic quenching cross sections, and enables to find the information that lacks
in the time-independent quantum calculation. The present time-dependent results
are also compared with the experimental data [82] and the previous theoretical results
[70, 71].
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The adiabatic potential energy surfaces of the 'A’, *A’, and *A” states and the
spin—orbit couplings between the singlet and triplet states are used in the quantum
calculations. Three different types of singlet surface, the model surface ZPM2 of Miller
et al. [71], and the ab initio fitted DMBE2 surface of Nakamura and Kato [83] as well as
the modified DMBE2 surface by the author, along with the constant spin—orbit
coupling of 80cm ™!, and the analytical spin—orbit coupling of Nakamura and Kato [83]
are employed to study the influence of the singlet potential surface and the spin—orbit
coupling on the reaction mechanism. The triplet surfaces used here are those fitted to
ab initio calculated energy points by Nakamura and Kato [83]. The CS approximation
is employed in the calculation for total angular momentum J>0, and the electronic
angular momenta are neglected in the Hamiltonian of the system.

Figure 13 shows the time evolution of the calculated probabilities within the two-
surface collision model including the DMBE2 singlet surface for the total angular
momentum J=10. It is clear that a propagation time of 350000 a.u. is sufficient for
obtaining the converged results. For each J, the calculation within the three-surface
collision model costs about 250h of CPU time using Xeon 2.1 GHz processor,
indicating the difficulty for performing quantum calculations for this reaction system.

Figures 14 and 15 present the total quenching cross sections calculated on the
original/modified DMBE2 surface and on the ZPM2 surface, using both analytical
and constant spin—orbit couplings, and based on both two-surface and three-surface
collision models. In our modified DMBE?2 singlet surface, the faked barrier that caused
the energy threshold behavior of the calculated probabilities has been removed without
sacrificing its topological character. For the ZPM2 surface and the modified DMBE2
surface, we estimated the total quenching cross sections from the capture model of
Gray et al. [53] to save the computational resources. Two experimentally measured cross
sections [82] and the previous theoretical results [70, 71] are also shown for comparison.
The calculated quenching cross sections on the DMBE2 surface within the two-surface
model have shown no obvious resonance features, which is totally contrasting to the
calculated reaction probability. Compared with the DMBE?2 calculation, the energy
threshold behavior of the quenching cross section on the modified DMBE2 surface also
disappears, and the calculation on the modified DMBE2 surface produced larger cross
sections. There is a reasonable agreement between the modified DMBE?2 results within
the three-surface collision model and the experimental measurement at 8 & 6 kcal mol ™!
(0.347 +0.26 eV), though the calculated results seem to be somewhat smaller than the
experimental data at a collision energy of about 1kcalmol™' (0.04eV). Further, the
present ZPM2 cross sections are larger than the time-independent quantum results, but
are smaller than the TSH result by Miller and coworkers [71]. It is found that the cross
sections estimated on the ZPM2 surface with the analytical spin—orbit coupling within
the three-surface collision model agree well with the experimental data measured at
about 1kcalmol™', and it seems that the ZPM2 results tend to agree with the
experimental data at 8 +6kcalmol™'. Further, the insensitivity of the resonance
structure in the calculated reaction probability to the spin—orbit function form, and
the remarkable influence of the singlet surface on the calculated reaction probability,
as well as the almost equal role of the second excited state A’ to the first excited state
*A’ in the electronic quenching process have been revealed in this study, with the first
two further confirming the previous quantum time-independent study [70].
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Figure 13. Probabilities obtained at different propagation time on two coupled surfaces, including the
DMBE2 singlet surface for J=10. (a) The energy range here is 0.03~0.3eV. (b) The energy range is
0.8 ~1.0eV. Unit of time: a.u., taken from [101].

4.5. The intersystem crossing effects in the O( 3P,'D) + H, reaction [102]

The difficulty for performing a quantum study partly arises from the fact that too many
electronic states are involved in this issue and also that there is a deep potential well
on the singlet potential energy surface. The only previous two TSH studies on the
intersystem crossing effects were those of Schatz et al. [55, 56]. Here, we present our
time-dependent quantum calculations on the issue and compare them with the
corresponding TSH results.

The present calculations employed the four adiabatic potential energy surfaces of the
SA”,3A”, A states of Kuppermann and co-workers [84] and 'A’ state of Dobby and
Knowles [85], and the spin—orbit couplings of Schatz and Maiti [56]. In figures 1619,
we show the fine-structure resolved quantum cross sections for the wave packet initially
on the four electronic states of *A”(1), *A”(2), *A’, and 'A’ asymptotically correlating
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Figure 14. Cross sections on the original/modified DMBE2 surface in the collision energy range of
0.01~0.1eV. Dashed line — calculated on the original DMBE2 surface using two coupled surfaces and
Nakamura—Kato spin—orbit coupling. Solid line — estimated on the modified DMBE2 surface using two
coupled surfaces and Nakamura—Kato spin—orbit coupling (taken from [101]). Dotted line — estimated on
the modified DMBE?2 surface using three coupled surfaces and Nakamura—Kato spin—orbit couplings and
taken from [101]. Open circles without and with the error bar are experimental data deduced by thermal
rate constant and taken from [82], respectively.
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Figure 15. Cross sections on the ZPM2 surface estimated by the capture model at the collision energy range
of 0.01~0.1eV (taken from [101]). Dotted line — two coupled surfaces with Nakamura—Kato spin—orbit
couplings. Dash dotted line — two coupled surfaces with constant spin-orbit coupling of 80cm™'.
Solid line — three coupled surfaces with Nakamura-Kato spin—orbit coupling. Dash dot dotted line — three
coupled surfaces with constant spin—orbit coupling of 80cm™". Solid square — trajectory surface hopping
result taken from [71]. Open circles — experimental data taken from [84] and deduced from the thermal rate
constant. Dashed line with open triangles and solid line with open diamonds correspond to the
time-independent quantum results taken from [70].
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Figure 16. Calculated product fine structure resolved cross sections derived from ground rovibrational
initial state as a function of collision energy of 0.35~ 1.2V for the wave packet initially on the *A”(1) surface
asymptotically correlating to the reactant fine structure O(P,)+ H,. (a) Cross section obtained on initial
propagated surface A”(1). (b)~(d) The three cross sections caused by the spin—orbit-induced transition.
Here they correlate to *A”(2), *A’, and 'A’ surfaces, respectively (taken from [102]).

to the reactant fine-structure of OC’P,,*P;,*Py,'D,) + H». In the O(’P,) + H, reaction, it
is found that the largest nonadiabatic transition is to the *A’ (IT, 12) state, with a branch
ratio of 5~ 20%. The next is to the 'A’ (I1,») state, with a branch ratio of 0.6 ~1.8%,
and the smallest is to the *A”(2) (IT5,) state, with a branch ratio of 0.03~0.1%. In the
case of OC’P;) + Ho, the nonadiabatic transition to the 'A’, *A’, and *A”(1) states has
a branch ratio of 1.5~4.8%, 1 ~2.6%, and 0.07 ~ 0.58%, respectively. With respect to
the fine structure OCPy)+ H», the largest spin—orbit-induced nonadiabatic transition
is to the *A”(1) state, with a branch ratio of 11.6~ 56.6%, followed by the transition
to the *A”(2) state with a branch ratio of 0.45~ 1.7%, and the least is the transition to
the 'A’ state with a branch ratio of 0.1 ~1.1%. The rather large branch ratio of the
transition to the *A”(1) state, for example, 50% at 0.465eV and 40% at 0.54¢V,
indicates that at some collision energies the spin—orbit coupling between *A’ and *A”(1)
has significant contribution to the intersystem crossing in the OCPg)+ H, reaction.
As for the O('D,) + H, reactant fine structure, the transition to the *A”(1), *A”(2), and
3A’ state has a branch ratio of 0.27 ~0.33%, 1.17~1.66%, 0.16 ~0.22%, respectively.
It should be noted that the investigated collision energy range for the triplet state is
different from that of the singlet state. Furthermore, the unique quantum resonance



16: 14 21 January 2011

Downl oaded At:

224 T.-S. Chu et al.

T T T T T 0.007 T T T T T
@ 7] ] ®
— 6_|3A"(2)(H3,2)-initial state (3P,) 1~ 00087 [8an()(r1y,) 1
< 5 ] ] & 0.005 1 .
c c
S 41 1 S 0.0041 1
(&} (o]
? 31 i & 0.003 1 1
? @
S 2- . S 0.002 1 1
(&) (&)
11 ] 0.001 ]
0 T T T T T 0-000 T T T T T
0.2 0.4 0.6 0.8 1.0 1.2 0.2 0.4 0.6 0.8 1.0 1.2
Collision energy (eV) Collision energy (eV)
0-08 T T T T T T T T T T
(©) 0.07 ] 1 (d) 0.14 1
. 3ar 1p0
‘é’ 0.05 - ] g 0.10 A 1
S 0.04 { 5 008} ]
a 0.03 - { 2 0.06 .
1%
o - 1 2 0.04 ]
5 002 s 0.04
0.01 A b 0.02 - 1
0.00 T T T T T 0.00 T . . . .
0.2 0.4 0.6 0.8 1.0 1.2 0.2 0.4 0.6 0.8 1.0 1.2
Collision energy (eV) Collision energy (eV)

Figure 17. The same as figure 20, but for the wave packet initially on the *A”(2) surface asymptotically
correlating to the reactant fine structure OCP;)+ H,. (a) On the *A”(2) surface, (b) on the *A”(1) surface,
(¢) on the *A’ surface, and (d) on the 'A’ surface. (taken from [102].)

features are also observed in some of the calculated cross sections. The quantum
dynamics calculations showed that the transitions between the triplet states of different
symmetries, especially those between *A’ and *A”(1), play more significant roles than
the transitions between the singlet and triplet states during the intersystem crossing.
Such transitions are particularly efficient at certain low collision energies in the case of
the reactant fine structure O(°Py) + H,. The roles of the singlet—triplet transitions are
negligible for branch ratios below 5%. However, the effects of the spin—orbit coupling
on the total reaction cross sections, obtained by averaging the fine-structure resolved
cross sections in the O(3P2,1,0)+H2 reaction, are insignificant. This agrees with the
recent studies of Braunstein ez /. [86] and Balakrishnan [87].

Figure 20 shows the product ratio of the OH spin state I13,, to I, for the wave
packet initially on the triplet surfaces. The value stays at around 2.75:1 at collision
energies higher than 0.6eV, while it covers a wide range of 3: 1~ 5:1 at lower energies.
The present ratio is a little higher in comparison with the TSH ratio of approximate
2:1. As shown in figure 21, the comparison between the previously reported [56] and
the present quantum results shows a qualitative agreement, but some differences
are also found in the comparison. The present study yields a lower threshold than
the TSH study for the barrier processes due to the tunneling effects. At high energies,
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Figure 18. The same as figure 20, but for the initial wave packet on the A’ surface asymptotically
correlating to the reactant fine structure O(Py)+ H,. (a) On the A’ surface. (b) On the *A”(1) surface.
(¢) On the *A”(2) surface. (d) On the 'A’ surface. Taken from [102].

the product fine-structure resolved cross sections by the present quantum calculation
are smaller than the TSH cross sections for the O(3P2W1W0) + H, reaction, and the only
exception is the I3, cross section in the O(CPy) + H, case, where the quantum result is
larger than the TSH result. This suggests that the present quantum calculation has
revealed a more significant role of the coupling between the triplet states of different
symmetries than the TSH calculation. For O('D,)+ H, case, the present calculation
yielded a larger cross section for the product spin state IT;,, and a smaller one for the
product spin state 1.

4.6. Nonadiabatic quantum calculations on the D* + H, reaction [103]

The impetus behind our theoretical investigation in this reaction system is to make a
direct comparison between the theoretically calculated quantities and the experimental
measurements, since almost all the previous time-independent quantum calculations
are limited to the total angular momentum J=0. The deep singlet potential well still
challenges the quantum calculations though this light system lending itself easily to the
exact quantum dynamical calculations.
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Figure 19. The same as figure 20, but for the initial wave packet on the 'A’ surface asymptotically
correlating to the reactant fine structure O('D,)+ H, within collision energy range 0.05~0.4¢eV. (a) On the
'A’ surface. (b) On the *A”(1) surface. (c) On the *A”(2) surface. (d) On the *A’ surface. Taken from [102].

We studied the three competitive channels of the reactive charge transfer (RCT),
the nonreactive charge transfer (NRCT), and the reactive no charge transfer (RNCT)
in this reaction system. Three electronic states of 1'A’, 2'A’, and 3'A’ are involved in
the nonadiabatic processes and the corresponding diabatic Kamisaka-Bian-Nobusada-
Nakamura (KBNN) potential matrix, recently fitted to ab initio data by Nakamura and
co-workers [64], are employed in the quantum calculations. The present time-dependent
quantum probabilities for J=0 are compared with the time-independent quantum
results [64], and the calculated total reaction cross section are compared with the
experimental measurements [88]. We carried out the coupled-channel (CC) calculations
and the number of K used in the CC calculations is up to 5.

A comparison of the present calculated probabilities for /=0 of the RCT and NRCT
channels with the time-independent results [64] in figure 22, shows a reasonable
agreement between the two results with rich resonance structure and similar energy
threshold. But the peak positions and the peak widths of the resonances are different,
probably arising from the different dynamical scheme, and such differences have little
effect on the calculated cross sections since many of these resonance structures would be
washed out through J-sum. As we already mentioned above, both the time-dependent
and time-independent quantum scattering calculations produced the same results for



16: 14 21 January 2011

Downl oaded At:

Time-dependent wave packet approach 227

(8) SO
48 ]
461 ]
44 ]
42 .
401 ]
3.8 _. _.
36- ]
3.4 _. _.
321 i
3.0 . . . . . ]
030 035 040 045 050 055 0.60
Collision energy (eV)

Ratio of I/, to I,

(b) 3.00 ; ; ; ; ;

Ratio of H3/2 to H1/2

2.60 ——— T T T
0.6 0.7 0.8 0.9 1.0 1.1 1.2
Collision energy (eV)

Figure 20. Calculated branch ratio of product fine structure IT5, to IT; ), for the O(3P2‘|,0)+H2 reaction.
(a) For low collision energy. (b) For high collision energy. (taken from [102].)

the abstraction reaction of F + Hj. Also, it seems to be hard to get the converged results
for the D'+ H, reaction by using the time-independent approach since no time-
independent quantum cross sections have been reported thus far. Therefore, the
difference we show here may suggest that the time-dependent wave packet method
is probably more suitable for describing the reactions in which the long-lived complex
is formed than the time-independent quantum method.

Because the experimental data for NRCT is still lacking thus far, we showed the
present quantum cross sections deriving from the initial rovibrational state v=0, j=0
of reactant H, for the RNCT and RCT channels, along with the existing experimental
measured cross sections [88] in figure 23. The present quantum calculations give
a threshold of about 1.8eV for the RCT channel, which is in good agreement with
the experimental value of 1.82¢eV. Also, the RCT cross sections agree reasonably well
with the experimental results. The computed quantum values for the RNCT channel
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Figure 21.  Comparison of the cross sections of product OH spin state I3, and IT; , between the previous
TSH study and the present quantum scattering calculation. Dotted line — TSH results taken from [56].
Solid line — quantum results taken from [102].

are somewhat higher than the experimental results. One of the most probable reasons
for the discrepancy between the RNCT values and the experimental results is that the
present calculations were carried out for the ground rovibrational initial state of the
reactant H,, whereas the experimental data were measured at room temperature.
Therefore, a more reasonable comparison should be made between the j=1 calculation
and the experimental data.

The present quantum calculations illustrated that the RNCT is the dominant channel
in the reaction of D* + H,(v=0, j=0), and thus leads to a dominant insertion reaction
mechanism. But the nonadiabatic channels of RCT and NRCT will gradually open up
for a higher collision energy. The alternative ascending fashion of the RCT and NRCT
cross sections, as shown in Figure 24, indicates that the two nonadiabatic channels
are very competitive and comparable to each other at lower collision energies, but once
the collision energy exceeds 2.2eV, the cross section of the RCT rises rapidly and
becomes the favoured channel. In addition, the strong v-dependence of the calculated
probabilities has also been revealed in the present quantum calculations, and thus
predicted that the vibrational excitation of the reactant H,, especially its closest level
to the surface crossing of v=4, plays a very important role in the electronically
nonadiabatic transitions of the reaction system.
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Figure 22. A comparison of probabilities for /=0 between the previous time-independent [64] and the
present time-dependent quantum studies. (a) RCT. (b) NRCT, taken from [103].

4.7. Nonadiabatic investigation on the H* + D, reaction [104]

Compared with the D" + H, reaction, this isotopic variant is heavier and less studied by
theorists. Similar to D™ 4+ H,, we calculated the total reaction probabilities and the total
reaction cross sections for the RCT, NRCT, and RNCT channels by performing the
CC calculations on the KBNN diabatic potential energy surface [64]. The quantum
cross sections are compared with experimental measurements [89] and with TSH results
[69]. We also discussed the underlying mechanism for the reaction system.

The total reaction cross sections deriving from the initial ground rovibrational state
of D, of the three channels are shown in figure 25, along with the experimental
measurements [89] and the previous TSH results [69]. There is an overall agreement
between the experimental and the present quantum results, with better agreement at
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Figure 24. Computed cross sections for the two nonadiabatic processes of the RCT and NRCT (from [103]).

higher collision energies than at lower collision energies. For RCT, the present quantum
calculations give a threshold of about 1.90eV, which is in better agreement with the
experimental value of 1.86 ¢V than the TSH calculated value of 2.01 eV. Compared with
the TSH results, the present quantum calculations produce much larger cross sections.
Of the two nonadiabatic channels, the NRCT channel is found to be slightly
preferential over the RCT channel in this isotopic reaction (see figure 26), different from
the D" 4+ H, reaction system. The reason probably lies in the fact that the heavy
isotopic mass of the reaction system makes it rather difficult for the reactant to
surmount the barrier on the excited surfaces to form the RCT channel.
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[89] and TSH calculation of Yokoyama et al. [69]. Solid line, closed square and star correspond to the present
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Hence, similar to the D™ 4 H, reaction, the largest RNCT cross sections indicate the
dominant insertion reaction mechanism in the case of HY +D, (v=0, j=0), but the
increasing trend of the RCT and the NRCT results over the investigated energy range
also indicates that, at higher collision energies, the nonadiabatic transition mechanism
involving several potential energy surfaces may act and its contribution to the
underlying mechanism increases slightly as the collision energy increases. The calculated
results deriving from different initial states of D, molecule also provide an insight into
the effects of the vibrational excitation and the rotational excitation on the reaction
probabilities. The increase of the RCT and the NRCT probabilities with increasing
initial vibrational quantum number v, verifies the important role of the vibrational
excitation in the nonadiabatic transitions and also the fact that v=4 of D, is the most
likely vibrational level to access the crossing seam. The rotational excitation has little
effect on the RCT channel while it enhances the NRCT to some extent and mildly
decreases the RNCT probabilities. It is also revealed that the vibrational excitation
leads to more remarkable nonadiabatic transitions than the rotational excitation.

5. Conclusions

The time-dependent wave packet approach has been improved for the treatment of
nonadiabatic problems, and the method is then applied to dynamics studies in a variety
of triatomic reaction systems, such as the reactions over barriers, the reactions involving
long-lived complex formation, and the ion—molecule collisions with charge transfer
processes. These applications not only produce numerical results serving to interpret
and to predict nonadiabatic features of chemical reactions, but also to demonstrate that
the improved time-dependent quantum method is computational tractable and it may
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Figure 26. Comparison of cross sections between the RCT and the NRCT processes; taken from [10].

be a good method complement to the time-independent quantum approach for treating
the nonadiabatic chemical processes, particularly for the study of nonadiabatic systems
with deep wells where the quantum treatment assumes even further complexity due to
the complex formation.

Although the computed total reaction cross sections with the present time-dependent
wave packet method can be used for a direct comparison with experimental
measurement, it is necessary to further develop this method to produce state-resolved
quantum results such as the differential cross sections and the product state
distributions for a more detailed comparison with experiments, due to the fact that
the state-to-state differential cross sections have already been obtained experimentally
for the triatomic and the larger chemical systems. In this regard, our work in progress
includes the F 4 H, reaction [90]. This method needs to be modified and extended to the
reactions with four or more atoms as well since the time-dependent wave packet method
has been applied to a variety of triatomic systems thus far. But such quantum treatment
of polyatomic systems is rather difficult partly due to the increasing computational
cost and the lack of an accurate diabatic potential energy surface even for four-atom
systems. It is thus emphasised that significant advances in the electronic structure
theory and in the capacity of computers play a crucial role in the extension of the
method to the polyatomic reactions.

In this review, we mainly concentrate on the applications to reactive scattering
systems that vary widely in their dynamical behavior. However, it is possible to make
this diversity expanded in applications to other processes. A similar idea can be used to
describe the electron dynamics by solving the Schrédinger equation of electrons coupled
with nuclei, and thus the time-dependent wave packet method can be extended to the
frontier attosecond area where the attosecond technique is used to probe the electron
dynamics that occurs within a time scale of attoseconds. In our recent work [91],
we investigated the recollisions between an electron and D," ion and reproduced
the experimentally measured kinetic energy spectra of D' ion using a similar
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time-dependent wave packet method. Thus, the quantum physical picture for the
entanglement between the electron and the nuclei are provided through the calculated
recollision probabilities. The example of describing one electron dynamics has proved
the feasibility of interpreting the molecular dynamics in attosecond time scale by using
the time-dependent wave packet methodology, with more challenges coming from the
attempt to describe the dynamics involving two or more electrons. Studies using the
present time-dependent wave packet method could also be devoted to the unimolecular
nonadiabatic processes, such as the cases in the resonance studies of H+ H, [92] and
Cl+H, [93] as well as in the photodissociation investigations [94]. Still, many other
efforts have been devoted to the treatment associated with photodissociation dynamics
[95, 96, 105-111], but these are quite beyond the scope of this review.
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