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INTRODUCTION

In the vibrational energy transfer of molecules with excited
vibrational levels, the strong attraction between the mole-
cules increases the reaction rate of vibrational relaxation. In
general, the vibrational energy transfer reaction between
molecules with weak interaction occurs at a short distance,
and thus the collision is affected by the repulsive potential
and has a short reaction time. However, perturbation occurs
in molecules with strong attraction when the molecules are
relatively further apart, and thus the longer collision time
allows energy transfer reaction.! For example, hydrogen
halides such as HF and HCI have a high hydrogen bond
energy, and their vibrational energy transfer mechanism dif-
fers from that of molecules with weak interaction. Hydrogen
halides exhibit negative temperature dependence; the prob-
ability of energy transfer at a low temperature decreases with
an increase in temperature. Owing to such a strong hydrogen
bond (6 kcal/mole) at a lower temperature, HF molecules
can form a nonrigid dimer with a longer lifetime, and thus
the vibrational energy transfer between HF molecules occurs
at arelatively long separation distance. Shin reported that in
the near equilibrium configuration the HF molecules in the
dimer undergo the hindered rotational motion and back-
and-forth translational motion. This shows that the HF
vibrational energy transfer from an excited vibrational level
can occur via hindered rotational and/or translational
motion. Further, Shin suggested a long-lived collision model
to calculate the vibrational energy transfer probability for
HCI; this model assumes that the two collision reaction
molecules maintain the reaction for a sufficiently long time
at room temperature owing the hydrogen bond energy (2.1
kcal/mole) between the HCI molecules.* Lee et al. used
Shin’s long-lived collision model to explain the experimental
results of the vibration—vibration energy transfer reaction in
HF (v=n)+H, (v=0) and DF (v=n)+ D (v = 0) reaction
systems.’

Because the hydrogen bond energy between HF and CO
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is significantly large (3.0 kcal/mole),’ the vibrational energy
relaxation in HF (v) + CO reaction system has attracted
much interest in numerous experimental and theoretical
studies. Sirkin and Pimentel” predicted that the HF vibra-
tional relaxation will mainly occur via the /R mechanism
in the vibrational relaxation experiment of HF + CO system.
Raybone et al. predicted that in the IR chemiluminescence
experiment for the vibrational relaxation of HF (v=3) +
CO, the primary reaction pathway for relaxation reaction is
V-R,T, which is single vibrational quantum transition.®
However, Dzelzkaln and Kaufman predicted that for the
high vibrational relaxation energy levels of HF (v =5,6,7) +
CO, V=V process would be the main mechanism for energy
transfer.” Further, Wallis and Thompson used the quasiclassi-
cal trajectory method to calculate the vibrational relaxation
rate for HF + CO reaction."

In this study, Shin’s long-lived collision model was used
because the energy of hydrogen bond between HF and CO
is 3.0 kcal/mole, which is sufficiently large. The rate con-
stant for the vibrational energy relaxation of HF (v=3) +
CO reaction system was calculated using the /—R mech-
anism. To obtain the rate constant for vibrational relaxation
transfer, the interaction potential energy between two col-
lision molecules was calculated using Morse-type equa-
tion. A two-dimensional collision model was used in the
calculation, and the collision trajectory based on reaction
time was calculated in terms of classical mechanics using
Newton’s equations of motion. The rate for V'-R energy
transfer of HF molecules was calculated using the quantum
mechanical method. Further, the calculated result was com-
pared with the existing experimental and theoretical calcu-
lation data to demonstrate /—R process as the mechanism for
the vibrational relaxation in HF (v=3) + CO reaction system.

INTERACTION POTENTIAL

The equilibrium orientation of HF and CO in the dimer
interacting via hydrogen bond energy was assumed to be
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linear, and the interaction between the H in HF molecule
and the C in CO molecule was considered. Then, the Morse
potential equation stated below was used for the calculation.

V(r)= D[exp(r%r) —2exp(r62;rﬂ (1)

where, 7 is the distance between the H in HF and the C in
CO, and r. is the equilibrium distance between the two
molecules. D and a are the Morse potential constants to be
determined. In the current model, D is the energy of
hydrogen bond between the two reactant molecules. If the
relative distance between the mass centers of the two col-
lision molecules, R, is much larger than the equilibrium bond
distances of HF and CO, d; and d>, distance r between the
two atoms H and C can be written as follows:

r=R—y,(d,+x,)cos 6, +7,(d,+x,)cos 6, 2

where, v1 = mp/(mu + mr) and y>» = mo/(mc + mo). @is the
angle between the molecular axis and R. The equilibrium
distance between the two atoms H and C can be written as
follows: »,~R,—y,d,cos6,,+v,d,cos 6,,, where subscripts
1 and 2 refer to HF and CO molecules, respectively. Using
Eq. (2) and the equation for equilibrium distance 7. on Eq. (1)
and conducting a series expansion on the exponents with
x1 and x», the overall interaction potential can be approx-
imated as follows:

V(R, 6,, 6,x,,x,) = V((R, 6,,0,)+ V (R, 6, 65,x,)
+ V(Ra 019 027x2) (3)
The first term in Eq. (3) can be rewritten for a potential
term that includes only the relative translational motion

between the two molecules in &, and & orientation states
as follows:

Vo(R, 6, Hz)ZD{ [Qi(cost—cosb,,)—Q,(cos &, —cosb,,)]

R
x exp( ea R) —26XpEQ1(cos 6,—cosb,,)

—%Qz(cos 6,—cos HQE)Jexp(REZ—;R) } 4)

where, 01 =vidi/a and Q0> =y>d>/a. The second term of
Eq. (3) can be rewritten for a potential term for V—R tran-
sition that assumes the vibrational-to-rotational energy
transfer within HF molecule.
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D
Vi(R, 01,ez,xo=%{exp{Q1<cos01—cosele)

— 0,(cos,—cos6,,)] exp(Re;lw

—expBQl(cos 6,—cosb,,) —%Q2(cos 6,—cos GQG)J

R —
X exp( ezaR)}x,cosﬁl ®)

The last term of Eq. (3), V2 (R, 61, 6, x») is the potential
term for the V/—R process of CO; this was not considered in
this study.

To determine the translational motion trajectory for var-
ious molecular orientations for &, and &, expressed as R(?),
Eq. (4) can be rewritten for the mean orientation for 6, and
& as follows:

72 2t 21
ViR)=@2m) [ [ Un(R.6,,6)d6,d0,

:D{Ié(Ql)eXp[Ql(COS 0,—cosb,,)—0,(cos6,—cos 6,,)]

R
x exp( ea R) —21(2)(Q1/2)expEQ1(cosﬁl—cosﬁle)

_%Qz(cos 6,—cos 92(,)} exp(Rez;R)} (6)

where, I, is the 0-order modified Bessel function. If R, is
the new equilibrium distance for the average orientation
for 6 and 6, at R = R" dV(R)/dR = 0 and then Eq. (7) can
be derived as follows:

. 1,(0,/2)1,(0,/2
exp[(R,—R,)2a] = % exp@Qlcos 016)
« exp( 30,0056, ) ™)

Further, using Eq. (7), Eq. (6) can be rewritten as follows:

Vo(R) = D {exp[(R.~R)/a]-2exp[(R.~R)/2al} (8)

where, D'=D[15(0:1/2)15(0+/2)/1,(Q1)I(Q)] - When there
is a strong interaction between two collision molecules
due to hydrogen bonding by HF and CO, the molecules
will mostly form a weak complex for the duration of the
collision reaction near R=R". This is a clear contrast from
the reactions where a strong repulsive potential causes a
short-distance collision. Therefore, by taking the average
for 6 orientation as (211)71'[(2)“ Vi(R, 6, 6,,x,)d 6, using
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Eq. (5) and conducting a series expansion on the expo-
nents with R; — R, equation (9) can be derived as follows:

D
ViR, 6,,x,) = %{Aexp(Qlcos 01)—Bexp(%Qlcos 01)
1 *
+[2Aexp(Qlcos91)—Bexp(EQlcos ﬁlﬂ [(R,—R)/2a]
+[2Aexp(Q cos b, )—lBexp(lQ cos&)]
1 ) 2<1 1

x [(R:—R)/Za]2+---}xlcos€1 )

where, 4 =13(01/2)I(Q>/2)/1(0)1(Q>) and B=1(0,/2)
13(Q2/2)/10(Q1)10(Q2). The first term of Eq. (9) is the
potential for pure /'—R energy transfer. The other terms of
Eq. (9) refer to V—R,T process, where the vibrational energy of
HF is transferred to rotational and translational motions.
The current collision model considers V—R energy transfer, in
R=R." due to strong hydrogen bonding, to be the main
process in a collision reaction. Therefore, the potential for
V—R energy transfer can be expressed as follows:

D
Vi(6,x,) = %[Aexp(Qlcos 491)—Bexp(%Qlcos 91)}
X x,c08 6, (10)
The introduction of Boson operators (a*, a)'! provides the

coordinates of a reaction system, X, = (7"1/2M1031)1/2
(a* + a), and thus Eq. (10) can be rewritten as follows:

D 1
Vi(6,x,)= %[Aexp(Qlcos 491)—Bexp(§Qlcos 91)}

X( L )1/2 *+a)=F)a + 11
Mo, (@"+a)=Fn( +a) (11

where, M, and o, are the reduced mass and angular fre-
quency of HF, respectively.

PROBABILITY EQUATION FOR VIBRATIONAL
RELAXATION TRANSFER

The Hamiltonian for a collision reaction system expressed
by Boson operators can be written as follows:

H= %hcol Qa'a+ 1)+ Faat+a)=H +H(@) (12)

where, H'(f) = F(f)(a* + a) refers to the perturbation due
to collision. The time-dependent Schrodinger equation for

a collision reaction system using Eq. (12) can be written as
follows:

ihamt(r» _

3 = L H (0], (1) (13)

The solution for this equation can be rewritten as follows:

[w, (1) = exp[G()(a” +a)]lw, (1)) (14)

where, G(f) is the imaginary function determined by the
perturbation term H'(7) in Eq. (13) for time ¢ as shown in
Eq. (15)."2

G(f) = - % [ ;w Fe™ (15)

where, Aw = AE/# . The probability equation for the vibra-
tional relaxation of HF from the initial vibrational state, v,
to the final vibrational state, £, between the initial collision
time, ¢ = —oo, and the final collision time, ¢ = +oo, can be
written as follows:

Py = Tim (g (0) [y (1)
= (wADlexpl (@ +a)] [, ()] (16)

For Eq. (16), a rotational motion trajectory to obtain the
transfer probability, 6i(¢) = £ + 6, was used. Here, Q21s
the angular frequency of rotational motion, (2E,/)"?, and
1 is the inertia moment. Using Eq. (16), the transfer prob-
ability equation for temperature (7)) considering Boltz-
mann distribution can be expressed as follows:

Posy(T)= KDY [ P(E)exp(-EJKTIE, (1)
0
where, k is Boltzmann constant.
CALCULATIONS AND RESULTS

The potential constants® used to calculate the vibrational
relaxation probability using Eq. (17) are D = 3.0 kcal/mole
and a = 2.0 A. The spectroscopic data of HF and CO were
obtained from the standard table."* The vibrational energy
transfer reaction of HF from the collision with CO is an exo-
thermic reaction, where the vibrational energy is relaxed
from a high to a low vibrational energy. Therefore, consider-
ing the imbalance from vibrational relaxation energy, AE,
to transfer to rotational energy level before and after the col-
lision, E," = [(E. + AE)"? + E,"*1*/4 was used as the rota-
tional energy. The rate constant to compare the theoretical
value obtained using Eq. (17) and the experimental values
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of vibrational relaxation transfer probability of HF (v =3) +
CO reaction system are as follows:

kAT) = ZP,_,(T)

=4.74x 10" (Tu'y "*P_(T) atm™sec’ (18)
Here, subscript “d” on rate constant, kg4, shows that this is a
nonrigid collision model, and z" is the reduced mass writ-
ten as atomic mass unit (amu). For collision radius,®
¥ =3.069 A was selected.® By substituting the values of
4 and 7" in Eq. (18) and multiplying RT the rate constant
with cm*/molecule-s as the unit can be expressed as fol-
lows:

1/2

kAT)=1.81x10""T"P,_, (T) cm*molecule-s  (19)

Using Eq. (19), at 300 K the rate constant for vibrational
energy transfer, k; in HF (v=3)+CO — HF (v=2)+
CO + AE reaction systems was calculated. 7able 1 shows
the result along with other experimental and theoretical cal-
culation results. The calculated value using Eq. (19), was
ka=2.20x10""2 cm*/molecule-s, which corresponds to the
other experimental and theoretical values. As shown in
Table 1, the rate constant, 3.0 cm’/molecule-s, calculated
using the quasiclassical trajectory method has a larger k4
value than our calculations, even though the difference is
small. The experimental values are 2.5, 2.8, and 2.9x10™"?
cm’/molecule-s. These values are not significantly differ-
ent, but are also slightly higher than our calculations. This is
probably because only V—R was considered rather than
both the competitive pathways, V'—R, Tand V—R, in the cal-
culations of HF vibrational relaxation reaction. The current
calculation, which only considered the —R mechanism,
corresponds to the other experimental and theoretical cal-
culation results, indicating that HF (v = 3) + CO vibrational
relaxation reaction mainly occurs via the /—R reaction path-
way. Indeed, all the interaction potential terms related to V=R, T,
including the term (R;—R)/2a, in Eq. (9) were excluded,

Table 1. Rate constants” for the vibrational relaxation of HF (v =3)
+CO and HF (v=2) + CO at 300 K

This work Willis-Thompson”
2.20x107"2 (3.0+1.2)x107"

Experiment
(2.94£3.0)x107'*
(2.8+0.2)x107'*
(2.5£0.3)x107"%*
“Rate constants have units of cm*/molecule-s.
bReference 10.

‘References 15 and 16.
“Reference 8.
“Reference 17.
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and only the 0-order term for (R; — R)/2a obtained through
the series expansion of exp[(R. —R)/2a] was used for the
vibrational relaxation transfer rate constant, k., calculation
for HE. In other words, the V—R mechanism that does not
include the transfer of vibrational relaxation energy to the
internal translational motion energy is the process, when
HF and CO are in R = R, where molecules exist in weakly
bonded dimer via hydrogen bonding, in which the vibra-
tional relaxation energy AF is transferred to the internal
rotational energy of HF when the vibrational level of HF is
transferred from v =3 to 2. Further, the vibrational relax-
ation reaction of HF owing to CO is an exothermic reaction
with a high AE (3624 cm™). In general, as AE increases in
vibrational energy transfer reaction, it is more efficient to
transfer the AE to a rotational motion level rather than an
internal translational motion.'* Therefore, the calculation
results show that the relaxation transfer reaction is a V—R
process, where the relaxed vibrational energy of HF mol-
ecule is transferred to the internal rotational level rather than
V=R, T process.

The current &, obtained from the '—R reaction pathway is
a calculation result that assumes HF as a harmonic oscillator. In
other words, for the wave functions of HF in the matrix term of
Eq. (16), the wave functions of harmonic oscillators were
used. For example, when HF undergoes vibrational relax-
ation from v =3 to v =2, the series expansion of the exponent
in Eq. (16) results in a probability equation for the vibrational
relaxation of HF as shown below.

Py () = w01+ G +a)lys(e)]” (20)

If wave functions > and 3 are harmonic oscillator wave
functions with vibrational levels 2 and 3, respectively, the
first and second terms of Eq (20) are {y,(#)|w;(¢)) =0
and (y,(f)|(a’+ a)|w3(t))=ﬁ. Here, the calculations
for Boson operators used a "y, = (n+ 1)1/2\|1n+1 and a
Y, = nl/z\yn_l . However, if wave functions » and ;3 are
anharmonic oscillator functions, the terms are (y,(#)|y(7))
=0and (y,(r)|(a +a)|y;(¢)) =2.65. The anharmonic
oscillator wave function w,(¢) used in the calculation is
shown below.

(1) = Opt o ([ D(n+2)(n+3)] P,
642
+9(n+1)"¢,.,-97%0,_~[n(n—-1)(n-2)1""9, 5}
@)

where, K= (oc/l’i(n)(l’i/mco)y2 , and ¢ is the harmonic
oscillator wave function in vibrational level, i. Moreover,
a=-b"D, and b= w,2n’cu/D,h)"* . D, is the equilib-
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rium dissociation energy of the oscillator. The vibrational
relaxation rate constant, kg, for the V—R process was cal-
culated using the anharmonic oscillator wave function
given in Eq. (21), which is 5.15x107"> cm*/molecule-s. This is
approximately twice the value obtained from the calculation
assuming HF as a harmonic oscillator. As shown above, this
is because of the value of (y,(7)|(a” +a)|y;(7)) with J3
and 2.65 differences when harmonic and anharmonic
oscillator wave functions, respectively, are used. In gen-
eral, HF molecules are anharmonic, and thus k; probably
has a anharmonic factor. However, in reality, the result as the
harmonic oscillator provided closer values to the exper-
imental data.
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