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OF THE MIXTURE OF CO AND HF
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FOR THE TIME-DEPENDENT DENSITY OF CO

The gas phase spectra of a mizture of hydrogen fluoride (HF) and carbon ozide (CO) are
obtained for the interval from 3838 to 3854 cm™". Using the Fourier transform infrared (FTIR)
broadband spectroscopy technique, the arising P-heads of the fundamental and hot bands of
OC-HF complex are observed with increasing the pressure of the CO component, while the
HF compound has a fized amount of molecules. The dependence of the integral change in the
transmitted intensity on the pressure of carbon monoxide is analyzed in vicinities of the P-
heads of the fundamental band at 3939.12 cm™' and the hot band at 3944.5 cm™*.
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1. Introduction

There are a lot of investigations devoted to the OC—
HF complex in the available literature (see, e.g.,
[1, 5, 6, 14]). The experimental and theoretical data
on the spectrum of the OC-HF (CO-HF) complexes
mostly reflect the properties of a single molecule un-
der isolated conditions (theoretically or experimen-
tally for the gas mixtures rarefied to a few Torr at
temperatures below —30 Celsius or supersonic jet ex-
pansions).

Inasmuch as under the given conditions, the
amount of weakly bound compounds in a mixture
depends on the concentrations of each component,
the following question can be of interest. Can the
sequence of spectroscopic scans under certain fixed
conditions and with one varying parameter be used
to describe the preconditions of a weak reaction (or,
in other words, the creation of a bound state of
two molecules, here CO and HF)? The certain type
of problems can be solved in the term of chemi-
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Fourier spectroscopy, hydrogen fluoride, carbon monoxide, time-dependent

cal kinetics (see, e.g., [15]) or by using a new tech-
nique [16]. In comparison with the mentioned meth-
ods, we will demonstrate the result of Fourier in-
frared broad band scanning for the mixture with the
time-dependent density of carbon monoxide. The ret-
rospective graphics is used to formulate a hypothesis
about the mechanism of creation of the complexes
during collisions.

The gas phase spectra of the mixture of hydrogen
fluoride (HF) and carbon oxide (CO) were obtained
for the interval from 3838 to 3854 cm™!. Using the
Fourier transform infrared (FTIR) broadband spec-
troscopy technique, the arising P-heads of the fun-
damental and hot bands of the OC-HF complex are
observed with increasing the pressure of the CO com-
ponent, while the HF compound has a fixed amount
of molecules.

The scanning sequence demonstrated in Fig. 1 is
performed without interruption in time. If the dis-
alignment of mirrors in the multipath chamber is ne-
glected, the main contribution to the experimental
error is the instrumental one. Mainly, the used ther-
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Fig. 1. Absorption spectrum of OC-HF at pressures of 2, 4, 6, 8, 10, 12, 14, and 16 Torr (from the
upper spectrum downward, respectively) of CO and a fixed pressure of 16 Torr of HF for an average
temperature of —15 K

mometer and manometer are supposed to give mea-  etc.), by using a BOMEM DAS8 Fourier transform
surements with maximum 40.5 K and £0.5 Torr in-  spectrometer system with a multiple-path White cell
accuracies, respectively. Our experimental data were  (stainless steel chamber about 2 m in length and
obtained under certain conditions of the gas phase 0.18 m in diameter) and a cryogenic cooling sys-
of the mixture (temperatures, pressures, resolutions, tem with a detector InSb (1800-14000 cm™1!), win-
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Fig. 2. Vicinity of the P-head of the fundamental v; band
on a larger scale with a step of 0.02472 cm~—!. The absorp-
tion spectrum of OC-HF at pressures of 2 (solid line) and 16
(dashed line) Torr of CO and 16 Torr of HF at a fixed average
temperature of —15 K
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Fig. 3. Integral change in the transmitted intensity Al as a
function of the density of carbon monoxide. A vicinity of the
P-head of the fundamental v1 band is depicted. Here, the bold
polyline connects the values of AT for different pressures of CO
with a step of 2 Torr. The dotted curve represents the second-
order polynomial fit: AT ~ B1n(CO)+Ban?(CO), where By =
= 126.6689 and B2 ~ —2.9718. The dashed curve is a three-
point averaged polyline

dows CaFy (with path band 1200-8500 cm~1!), and
“Quartz” light source (2000-25000 cm~!). In these
experiments, a InSb detector cooled with liquid ni-
trogen is used with an instrumental resolution of
0.05 cm~!. The number of scans is set to 20. The
aperture was set to 1.0 mm, and Base Gain to 1. The
temperature gradient along a White cell is mea-

776

sured to be about 5 K between two extremes of the
multipass cell. Respectively, the average temperature
is provided. The optical path length is adjusted to
about 52 m.

In Fig. 1, we can see the rotationally unresolved
v1 H-F stretching fundamental band of the OC-HF
complex near the P-head at 3839.12 cm™!. On all of
them, the possible “ P”-head of the v, + v3 — v3 band
is visible at 3847.85 cm~!.

In the sense of the possible assignment, we can
see the formation of P-heads in Fig. 1 (shown by ar-
rows) at approximately 3839.12 cm~! for the v; H-F
stretching fundamental band in the OC-HF and at
3844.5 cm ™! for the hot band vy + v} — v} (see, e.g.,
[4,5,17], and [18]).

Neglecting the pressure and the Doppler broaden-
ing within the approximation, the half-width and the
depth of the absorption line corresponding to an ab-
sorption peak at the given resolution can be deter-
mined by the number of weakly coupled molecules
CO and HF.

Let the optical path length z be given. A relatively
small change in the transmitted intensity, being in-
tegrated over the domain Av (see, e.g., Fig. 2), is
approximately proportional to the absorption coeffi-
cient @ (v £ Av) averaged over the frequency

AT (v Av) ~ —a (v £ Av) zAvp, (1)

where the absorption coefficient is proportional to the
number of complexes per unit volume, n(OC-HF).

The number of complexes is supposed to be propor-
tional to the rate of collisions of molecules of the dif-
ferent species and the probability of a coupling after
the collision. The number of collisions per unit time
between two kinds of molecules is proportional to the
densities of both components CO and HF. In general,
the density of complexes can be a quite complicated
function of the densities of CO and HF. In the poly-
nomial approximation for the given initial intensity
and a fixed density of HF, we have

AI (v £ Av) ~ Bin (OC) + Byn® (OC) + ... (2)

To demonstrate the dependence of the absorption
on the density of carbon monoxide, Figs. 3 and 4
were drawn in the following manner. The change in
the transmitted intensity AI integrated (summed)
over the region from 3839.05 cm™! to approximately
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3839.3 cm ™! with a step of 0.02472 cm~! (for the bet-
ter understanding, see the region on the larger scale
in Fig. 2) is shown in Fig. 3.

The change in the transmitted intensity integrated
(summed) over the region from 3844.45 cm™! to
3844.65 cn ! with a step of 0.02472 cm™! is shown
in Fig. 4.

Note the relatively steep increase of the functions
shown in Figs. 2 and 3 in the domain of pressures
from 8 to 10 Torr and from 6 to 10 Torr. In addition,
the number of collisions per unit time for a molecule
(carbon monoxide) with its reaction partner (hydro-
gen fluoride) decreases with increasing the density of
carbon monoxide molecules. This gives a possible in-
terpretation for the negative values of the coefficients
B; and By at the term of the second order in the
pressure in expression (2) (see the captions for Figs. 3
and 4).

The possible nonlinear dependence of the integral
absorption coefficient on the density of the compo-
nent can be an evidence of some kind of a compli-
cated mechanism involved in the formation of the
complex. For example, in contrast with the classi-
cal case of the concave down shape of the reaction
rate function for the transition between a linear de-
pendence on the pressure and the independence of
the pressure, in the case of the concave up curve in
the mentioned domain of pressure, we can assume
the following. To create a bound state for hydrogen
fluoride and carbon monoxide molecules, the exis-
tence of a potential barrier “able to hold” a pair of
molecules together at the van der Waals distances
during a certain time interval can be deduced un-
der binary collisions. Then, from the quantum me-
chanical point of view under the defined conditions,
the restraining barrier can be overcome for a quite
high probability of the tunnel effect. The probabil-
ity of the tunnel effect in a sample increases with
the number of CO molecules per unit volume. In this
case, the probability of tunneling can have a relatively
complex dependence on the translational, vibrational,
and rotational energies for the coupled molecules CO
and HF.

For example, assume the probability for two mo-
lecules to be trapped by a weakly bounding barrier
after a binary collision can be defined from the graphs
of the pressure dependence:

a(vtAv)~T, (3)
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Fig. 4. Integral change in the transmitted intensity Al as a
function of the density of carbon monoxide. A vicinity of the
P-head of the hot band v +vg — ’U% is depicted. Here, the bold
polyline connects the values of Al for different pressures of CO
with a step of 2 Torr. The dotted curve represents the second-
order polynomial fit: AT ~ B1n(CO)+Ban?(CO), where By ~
369.4608 and Ba =~ —7.8684. The dashed curve is a three-point
averaged polyline

where T is the transmission coefficient (more accu-
rately, the probability of being transmitted) for the
quantum tunneling through the barrier. Then, in the
simplest case of a rectangular barrier, the height of
the potential barrier (more accurately, its order of
value) can be estimated from the expression for the
transmission coefficient of a tunneling particle (see,

e.g., [19]):
T(E)~ Vit (4)
where Vy = ¢’ #(H-B) Here, E is the initial ki-
netic energy of the approaching molecules relative to
the center of masses, Vj is the height of the poten-
tial barrier (it is supposed here that E < Vp), m
is the reduced molecular mass, and L is the length
of the barrier potential. Because the above expres-
sion for the transmission corresponds to a free mo-
tion after overcoming the barrier, the actual bar-
rier value can be numerically far from the estimated
one. In this case, more adequate results for the po-
tential barrier can be given by the scattering the-
ory with regard for the possible space pairing of two
molecules.

The discussed above requires a further investiga-
tion in order to be in consistency with the avail-
able theoretical results. For example, the transition

T
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processes during the molecular collisions, leading to
the formation of a complex, are not still discov-
ered in the literature. Mainly, the reacted molecules
have negative total energy relative to their center
of masses for the described model morphed poten-
tials (some analysis is provided, e.g., in [20]). At the
same time, the total initial energy before the col-
lision between two molecules, which can be repre-
sented as a sum of the kinetic translational, vibra-
tional, and rotational energies, is positive by defini-
tion. Some explanations can be provided, of course,
with the help of the mechanism of excitation (re-
grouping) of valent electronic shells during the ap-
proach of the reagents to each other. But, in this
case, it should be expected, roughly saying, that the
energy required for regrouping the shells is of the
same order in comparison with the initial total ki-
netic energy.

2. Conclusion

We have presented the transmission broad band spec-
tra of a complex OC-HF for various pressures of
the CO component at a given average temperature.
The corresponding “P-head” graphs of the density-
dependent change in the transmitted intensity are ob-
tained in the given approximation. Having the built
dependences of the averaged integral absorption co-
efficient on the densities of the mixture components,
the model of weak tunnel reactions can therefore be
discussed.
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A.C. Ciorcyx

CIIEKTP ITOTVIMHAHHSA CYMIIII
CO TA HF JJIs1 3MIHHOI ¥V YACI I'YCTUHU CO

Pesmowme

CuekTpu razosol ¢asu CO ta HF cymimi 6ynu orpumani y ce-
penHiit indpaduepponiit obsacti Bix 3838 10 3854 XBUIIBOBUX UK~
ceJi. BUKOpUCTOBYIOUM TeXHIKY mmpokorojgocHoro Pyp’e cka-
HYBaHHsI, 3apOJi>KeHHs1 P-miKiB pyH1aMeHTaJIbHOI Ta “rapssdol”’
rpyn ainiit kommnekcy OC-HF 6ymnu crocrepekeni npu mocry-
oBoMy 30iJbIeHHI napiiajbHoro Tucky kommnonentu CO, y
TON Yac sik Kijbkicrs Mosiekyn HF Ta cepemsi Temmeparypa
cymimi dikcoBani. 3a/IeKHICTh IHTErpajbHOl 3MIHU BHXIIHOT
IHTEHCUBHOCTI Bij mapiiajbHoro Tucky kommonentu CO mpo-
aHaJtizoBaHa jJ1d oKoJiiB 3939,12 ta 3944,5 P-nikiB dyHzamen-
TaJILHOI Ta “rapsidol” rpyIl JIHIA TOTJIMHAHHSI, BiIIIOBIIHO.
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