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ABSTRACT: The atmospheric oxidation mechanism and energetics
of propanesulfinic acid (CH;CH,CH,S(O)OH, PSIA) initiated by
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OH radicals have been investigated at the CCSD(T)/aug-cc-pVTZ// é‘/\/ o “asion o s:ll?:ou:oagid
MO06-2X/aug-cc-pVTZ level of theory. The PSIA + *OH reaction v"’&\\ 78 P
proceeds through (i) H-atom abstraction and (ii) *OH addition o 4 .0 p,opy|\ene
pathways. The calculated energies indicate that the barrier height for U on HO /\/\0 e
the abstraction of H-atom from the —OH moiety of PSIA leading to T/ﬂgt:al p\la"::‘ elimination RO, adduct hy;ﬂ;?:(yl
the formation of CH;CH,CH,S(0O), + H,O is estimated to be —4.7 derived PsiA , radical
kcal mol™" relative to that of the separated reactants. The rate BN
coefficients were determined for all possible reaction paths by RRKM- o

ME calculations using Master equation solver for multienergy well
reactions (Mesmer) code in the atmospherically relevant temperatures
between 200 and 320 K and bath gas pressures between 0.1 and 10
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atm. The calculated bimolecular rate coefficients suggest that the formation of CH;CH,CH,S(O), + H,O is predominant compared
to the other possible reaction paths in the studied temperature range. The total rate coefficient for the PSIA + *OH reaction was
found to be ~8.40 X 107" cm® molecule™ s™' at T = 298 K and P = 1 atm. In addition, branching ratios, thermochemical
parameters, atmospheric lifetime, and global warming potentials were determined. Overall, the results indicate that the atmospheric
removal of PSIA with *OH results in the formation of sulfur dioxide (SO,) from C—S single bond fission in the CH;—CH,—CH,—
S(0), radical, which is formed by H-atom abstraction from the OH group of PSIA. Thus, the SO, product does not originate from
the direct elimination of SO, from unimolecular dissociation of PSIA. The formed SO,, propylene (C3Hj), sulfurous acid (H,SO3),
and hydroperoxyl (HO,) radical are major products that may contribute to global warming and aerosol formation.

KEYWORDS: propanesulfinic acid, OH radical, barrier height, rate coefficient, branching ratio, atmospheric lifetime,

global warming potential, sulfur dioxide

1. INTRODUCTION

Many volatile organosulfur compounds (VOSCs) released into
the atmosphere have attracted great interest because they play
important roles in global warming, acid precipitation, and
cloud formation and contribute to the global sulfur budget.l_4
Dimethyl sulfide (DMS, CH;SCH;) is the most abundant
biogenic sulfur compound and is released in large quantities
from the oceans by oceanic phytoplankton.” DMS is emitted
predominantly by marine environments, whereas hydrogen
sulfide (H,S), DMS, methanethiol (CH,SH), carbon disulfide
(CS,), carbonyl sulfide (OCS), and several other species are
produced from terrestrial emissions.” It has been suggested
that DMS and other VOSCs pla;f a major role in atmospheric
aerosol and cloud formation.”” In addition, a number of
studies have reported that dimethyl thiosulfinate (CH;—
S(0)S—CH,), dipropyl thiosulfinate (CH;CH,CH,—S(0O)S—
CH,CH,CH,), propyl methyl thiosulfinate, diphenyl thiosulfi-
nate, and several other VOSCs are emitted from various Allium
genus cash crops such as garlic and onions that occupy large
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acreage on farmlands.”” This raises the question of whether
the farming of these crops and their emission of VOSCs into
the atmosphere results in organosulfur “hotspots” that may
have a significant effect on global warming, Earth’s climate, the
environment, and human health. Recently reported computa-
tional investigations of the atmospheric oxidation of dipropyl
thiosulfinate (DPTS) with hydroxyl (OH) radical'® and
dimethyl thiosulfinate (DMTS) with *OH/°Cl'" suggest that
while the global warming potentials of DMTS and DPTS are
themselves negligible, the numerous products formed as a
consequence of their interactions with *OH and °Cl may make
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substantial contributions to global warming, acid rain, and
formation of secondary organic aerosols.

One such molecule is propanesulfinic acid (PSIA, CH;—
CH,—CH,—S(0)—O0H), an important trace compound that
was recently reported to be a product of the oxidation of plant-
derived DPTS with OH radicals via the addition of *OH to the
S-atom of the sulfinyl moiety, followed by S(=0)-S single
bond cleavage.'’ According to this study, the formation of
PSIA is a major reaction path with a total contribution of
~60—80% at the tropospheric temperatures between 200 and
300 K. Thus, DPTS plant emissions could lead to substantial
release of PSIA into the atmosphere, which raises the question
of what the atmospheric removal process might be for this
molecule. Since OH radicals control the removal of VOSCs,
volatile organic compounds (VOCs), and other trace gases
from the earth’s atmosphere,””"> we have investigated the
atmospheric removal process of PSIA with OH radicals to
better understand its atmospheric fate. This radical is a highly
reactive and short-lived species with a daytime average
concentration of ~10° molecule cm™ under typical tropo-
spheric conditions.'®

The fate of sulfinic acids in the atmosphere is expected to be
dominated by their reactions with OH radicals. Yet, there are
no reports on the atmospheric removal of PSIA with *OH.
However, there have been various theoretical and experimental
studies on the atmospheric reactions of methanesulfinic acid
(MSIA) with *OH."*° Kukui et al'’ have studied the
reaction of MSIA + *OH using a high-pressure turbulent flow
reactor coupled to an ion molecule reaction mass spectrom-
eter. They reported that the dominant reaction path of MSIA +
*OH involved the formation of the CH;S(O), radical, followed
by its rapid decomposition via C—S single bond cleavage to
form sulfur dioxide (SO,). The rate coefficient for the MSIA +
*OH reaction was reported to be (9 + 3) x 107! cm?®
molecule™ s7! at 298 K and P = 200—400 Torr. Later, the
mechanism of the atmospheric oxidation of MSIA + *OH was
studied by Gonzalez-Garcia et al.'® using theoretical
calculations at the CCSD(T)/IB//mPWI1K/MG3S level.
The possible abstraction and addition—elimination channels
were investigated, and their corresponding rate coeflicients
were calculated using variational transition-state theory
(VTST). This study concluded that the abstraction of H-
atom by ®OH leading to the formation of the CH,S(O),
radical with a water molecule was a major path. The global rate
coefficient for this reaction at 298 K was reported as 7.7 X
1071° cm® molecule™ s7'. In another study, Tian et al.'”
investigated the various possible reaction paths for MSIA +
*OH at the CCSD(T)/6-311+G(2d,p)//B3LYP/6-31+G(2d,
p) level. Their findings also suggested that *OH association
with MSIA, followed by decomposition leading to the
formation of CH,;S(0), + H,0, is a feasible reaction path.

Compared to MSIA, which has a single methyl group with 3
equivalent hydrogens bound to carbon, the situation with PSIA
is a bit more complex because the presence of the propyl group
provides more sites with which the *OH can interact.
Reactions of *OH with PSIA can proceed through H-atom
abstraction from the methylene and methyl moieties leading to
the formation of the corresponding C-centered radicals and a
water molecule. There are three different H-abstraction
pathways for the formation of C-centered radicals (eqs 1—3)
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The other possible abstraction reaction proceeds through

removal of the H-atom from the —OH moiety of PSIA by

*OH, leading to the formation of the CH;CH,CH,S(O),
radical and a water molecule (eq 4)
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A similar mechanism was suggested by Gonzalez-Garcia et al.'®
and Kukui et al.'” for the formation of CH,S(0O), from the
MSIA + °OH reaction. In addition, the formation of this
product may proceed not only by direct H-atom abstraction
from the —OH moiety of MSIA but also by the addition of
*OH to the S-atom followed by elimination of water. We
considered an analogous pathway by which the PSIA + *OH
reaction leads to the formation of CH;CH,CH,S(O), as a
radical product. The reaction initially proceeds via the addition
of *OH to the S-atom of PSIA, which leads to formation of the
CH,CH,CH,S(0)(OH), radical, followed by elimination of a
water molecule (eqs S to 6)
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In a study reported by Flyunt et al,** of the MSIA + *OH
reaction in aqueous solution using a pulse radiolysis technique,
it is suggested that *OH reacts preferentially by addition,
which is then followed by fragmentation. We also proposed a
similar mechanism for the PSIA + *OH reaction. The formed
product CH;CH,CH,S(O)(OH), radical undergoes further
decomposition via C—S single bond cleavage (see eq 7)
leading to the formation of a propyl radical and sulfurous acid
(H,505)
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To the best of our knowledge, no study has been reported to
date on the reaction mechanism, energetics, and rates for the
reaction of PSIA with *OH. To learn about the atmospheric
fate of PSIA, a more complete understanding of the reaction
mechanism is very important. Therefore, the possible H-
abstraction and *OH addition pathways involved in the PSIA +
*OH reaction were investigated using ab initio/DFT electronic
structure calculations. The transition states corresponding to
possible intermediates such as pre- and postreactive complexes
were located to identify and characterize the reaction
pathways. The rate coefficients of all of the possible reaction
paths were calculated using Mesmer”' kinetic code in the
atmospherically relevant temperature range of 200—320 K and
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a pressure range of 0.1—10 atm. The atmospheric implications
of the PSIA + *OH reaction were explored by determining the
branching ratios. The overall results of this work further
contribute to a better understanding of the chemistry of
sulfinic acids in the atmosphere.

2. COMPUTATIONAL METHODS

The Gaussian16 software package”” was used to perform all of
the quantum chemistry calculations involving the atmospheric
oxidation of PSIA initiated by *OH. The stationary point
geometries on the potential energy surfaces (PESs) for the
PSIA + °*OH reaction were fully optimized using the DFT
method. The present DFT calculations were carried out at the
M06-2X hybrid meta density functional” and in conjunction
with an augmented correlation-consistent triplet-zeta basis set
(aug-cc-pVTZ).”* This method was found to be suitable for
developing the reaction mechanisms and estimatin; the rate
coeflicients for various atmospheric reactions.”> >’ Intrinsic
reaction coordinate (IRC)***’ calculations were performed to
confirm that all of the pre- and postreactive complexes
belonged to the corresponding transition states (TSs).
Harmonic vibrational frequencies were calculated at the same
level of theory to verify the nature of the corresponding TSs or
stable minima, like the reactants, pre- and postreactive
complexes, and products. All of the positive vibrational
frequencies suggest that for stable minima, all of the TSs
must have a single imaginary frequency. The final energies
were estimated by performing single-point energy calculations
at the coupled cluster singles and doubles, augmented by a
perturbative treatment of triple excitation ((CCSD(T)) level*
coupled with the same aug-cc-pVTZ basis set on the
geometries optimized at the same MO06-2X/aug-cc-pVTZ
level. The total electronic energies (E.y) along with the
zero-point energy (ZPE)-corrected electronic energies
[E,o(ZPE)] of the reactants, pre- and postreactive complexes,
TSs, and products obtained at the M06-2X and CCSD(T)
levels are given in Table SI. Normal mode vibrational
frequencies at the M06-2X/aug-cc-pVTZ level were performed
to estimate the respective zero-point energy corrections for the
stable minima and TSs. The computed E,.,(ZPE) corrections
for the CCSD(T) level used the ZPE associated with the M06-
2X/aug-cc-pVTZ level calculations. The optimized geometries,
and the imaginary frequencies of the various TSs, rotational
constants, and vibrational frequencies, are provided in Tables
§2—SS. We also estimated the T1 diagnostic for the CCSD(T)
calculations®" to verify the multireference character of the wave
functions of all of the stationary points involved in this work.
The corresponding values are displayed in Table S6 of the
Supporting Information. The data from the table indicate that
the T1 values for all of the species were <0.02, except for SO,
and the transition state (TS10). This indicates that a single
reference-based electron correlation procedure was suitable for
the present calculations.

3. RESULTS AND DISCUSSION

We first present the detailed description of the electronic
structure calculations and energetics of the various possible
pathways in the PSIA + *OH reaction. We then present and
analyze the rate coefficients calculated for each individual
channel using the ab initio/DFT-determined PESs, and this is
followed by an estimation of the overall rate coeflicients. To
investigate the present PSIA + *OH reaction mechanism, we
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began by performing a conformational analysis of PSIA to find
the most stable conformer. The structure of PSIA involves four
internal rotational degrees of freedom (two C—C, one C—S,
and one O—S). The dihedral angles for the corresponding
rotations can be identified as H10C8C3S1, H12C11C8C3,
HSC3S102, and H706S102, respectively. The various
structures of the conformers were fully optimized at the
MO06-2X/aug-cc-pVTZ level, and the five most stable
conformations based on their energies are presented in Figure
1. The optimized geometries of the stable structures for PSIA

it

PSIA-I * 6 PSIA-II
(0.0 kcal mol") & (0.3 keal mol™!)
S1

{
il

PSIA-IV
(0.5 kecal mol™)

|
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PSIA-V
(0.4 keal mol ™)

PSIA-III
(0.3 kcal mol!)

Figure 1. MO06-2X/aug-cc-pVTZ level-optimized conformational
structures of propanesulfinic acid (PSIA). The energies are the
zero-point-corrected relative energies computed at the CCSD(T)/
aug-cc-pVTZ//M06-2X/aug-cc-pVTZ level.

are labeled as PSIA-I, PSIA-II, PSTA-IIL, PSTA-IV, and PSIA-V.
The structures PSIA-II and PSIA-IV are rotational isomers of
PSIA-I by the internal rotation of the O6—H7 and C3—H4
bonds around the S1—O2 axis, respectively. The energies
calculated at the CCSD(T)//M06-2X level for all of the
conformers presented in Figure 1 suggest that PSIA-I is the
most stable (~0.3—0.5 kcal mol™') compared to the other
possible conformers. The relative position of the OH group
with respect to S(=O0) for the most stable conformer of PSIA-
I is in good agreement with that of the structure of MSIA
reported in the literature.”**** Therefore, only the stable
conformer (PSIA-I) was considered in the present calculations
to study the reaction mechanism of PSIA with OH radicals
under atmospheric conditions.

The geometry optimization and frequency calculations for
these five conformers were performed using the B3LYP
method coupled with the aug-cc-pV(T+d)Z basis set. This
was done because the energies of the stable conformers were
found to be very close (see Figure 1) and the presence of a
sulfur atom in PSIA requires the triple-zeta basis set with
additional tight d functions to properly describe its electronic
structure.”® The energies of all of the conformers determined
at the B3LYP/aug-cc-pV(T+d)Z level were further refined by
performing single-point energy calculations at the CCSD(T)/
aug-cc-pV(T+d)Z level. The ZPE-corrected energies of all of
the conformers were calculated relative to the energy of the
most stable conformer of PSIA-I at the CCSD(T)/aug-cc-
pV(T+d)Z//B3LYP/aug-cc-pV(T+d)Z level. The computed
energies were compared with the values obtained at the
CCSD(T)/aug-cc-pVTZ//M06-2X/aug-cc-pVTZ level, and
the values are provided in Table 1. The data from the table
indicate that the energy difference between all of the
conformers at the CCSD(T)/aug—cc—pVTZ/ /MO06-2X/aug-cc-
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Table 1. Calculated Energies (in kcal mol™") of Various
Conformers of Propanesulfinic Acid (PSIA) Computed at
Two Different Levels of Theory
AE (kcal mol™")
CCSD(T)/aug-cc-pVTZ//  CCSD(T)/aug-cc-pV(T+d)Z//

conformer MO06-2X/aug-cc-pVIZ B3LYP/aug-cc-pV(T+d)Z
PSIA-1 0.0 0.0
PSIA-II 0.3 0.4
PSIA-IIT 0.3 0.3
PSIA-IV 0.5 0.6
PSIA-V 0.4 0.3

pVTZ level is ~0.1 kcal mol™' compared to the values obtained
at the CCSD(T)/aug-cc-pV(T+d)Z//B3LYP/aug-cc-pV(T
+d)Z level. The energies displayed in Table 1 at both levels
suggest that the structure of conformer (PSIA-I) is more stable
than the other possible conformers.

3.1. H-Atom Abstraction Pathways. The reaction of
PSIA with *OH can proceed via two different classes of
reactions: (1) direct H-atom abstraction and (2) addition of
*OH to the S-atom of the —S(=0) moiety. The step-by-step
details of these two classes were investigated using computa-
tional calculations performed at the CCSD(T)/aug-cc-
pVTZ//M06-2X/aug-cc-pVTZ level. In PSIA, there are
seven hydrogen atoms located on the C3, C8, and Cl1
atoms of the propyl (CH;—CH,—CH,—) group and one on
the O6 atom of —OH (see Figure 1). The optimized
transition-state energies computed at the MO06-2X/aug-cc-
pVTZ level suggested only seven different TSs for the available
eight H-atoms. This is because abstraction of the two hydrogen
atoms linked to the C8-atom of the propyl moiety was found
to have the same energy and were therefore considered as a
single TS. All other hydrogens located on C3, C11, and O6 are
distinct, which provides six different TSs. This gives a total of
seven different H-abstraction TSs, which were labeled as TS1
and TS2 for C3; TS3 for C8; TS4, TSS, and TS6 for C11; and
TS7 for the O6 atom-linked hydrogens. The seven different
hydrogen abstraction TSs are labeled on the H-atoms involved
in the structure of PSIA shown below.

TS3
/\ TS7
N AN i l
H
Ner e N
T54—H"\ / \
H H H
TSS/ / \
182 TS1

The MO06-2X/aug-cc-pVTZ-optimized geometries and the
potential energy profiles for all possible H-abstraction
pathways involved in the PSIA + *OH reaction are shown in
Figures 2 and 3, respectively. The energies of all of the stable
minima are displayed in Figure 3, and they were calculated at
the CCSD(T)/aug—cc—pVTZ//MO6—2X/aug—cc—pVTZ level.
The structures clearly show that *OH can abstract the H-
atoms present in the propyl and —OH moieties attached to the
sulfinyl S-atom of PSIA. The present calculations suggest that
the abstraction of the two H-atoms linked to C8 of the propyl
group has the same energy and that all of the other H-atoms
(at —C3, —Cl11, and —06) are different. The PESs shown in
Figure 3 indicate that all of the H-atom abstraction channels
start from the separated reactants (PSIA + *OH). The two
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Figure 2. M06-2X/aug-cc-pVTZ level-optimized geometries of the
reactants, prereactive complexes (RCs), transition states (TSs),
postreactive complexes (PCs), and products for all of the possible
paths involved in the propanesulfinic acid with *OH reaction. The
yellow, black, blue, and red colors represent sulfur, carbon, hydrogen,
and oxygen atoms, respectively.

reactants associate to form stable prereactive complexes (RCs).
These then proceed via their corresponding TSs to the
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Figure 3. Potential energy profiles for the H-atom abstraction paths
involved in the propanesulfinic acid (PSIA) with €OH reaction
leading to the formation of the corresponding C-centered radical and
water molecule products. Energies of the stationary points were
obtained at the CCSD(T)/aug—cc—pVTZ//MOé-ZX/aug—cc—pVTZ
level. The relative energies include zero-point corrections. The
symbols RCn (n = 1—3) refer to prereactive complexes; TSn (n = 1—
6) refer to transition states; and PCn (n = 1—6) refer to postreactive
complexes.

formation of the corresponding postreactive complexes (PCs)
and then finally to form their products. The RCs and PCs were
observed at the entrance and exit channels of each H-atom
abstraction pathway (see Figure 3). These stable complexes
were found by optimizing the final structures of the reactant
and product sides from the IRC calculations. This procedure
was followed for searching the RCs and PCs for all of the TSs.
In this process, we found more than one H-abstraction path
leading to the same RC. From Figure 3, association of the two
reactants (PSIA and *OH) in the entrance channels of the PES
initially proceeds to form three different stable RCs (RCl,
RC2, and RC3) with binding energies of ~—3.2, ~—6.5, and
~—0.6 kcal mol™" respectively, relative to the starting reactants.
The stability of these three RCs is due to the formation of
hydrogen-bonding interactions between the H- and O-atoms
of PSIA with the O- and H-atoms of *OH, respectively (see
Figure 2). The H-bond distances in these three complexes
(RC1, RC2, and RC3) were found to be in the range between
1.87 and 2.86 A. The H-atom abstraction proceeds from RC1,
where the OH radical is oriented in such a way that it abstracts
the H-atom linked to the C3-atom of PSIA via a six-membered
ring-like transition state (TS1), with a barrier height of ~0.5
kcal mol™" above that of the starting reactants. This leads to
the formation of PC1 with a stabilization energy of —20.9 kcal
mol™' and then on to form bimolecular products (P1
(CH,CH,C*HS(0)(OH)) + H,0) at —17.2 kcal mol™.
The other H-atom present on the C3-atom of PSIA is
abstracted by *OH via RC2 and which leads to the formation
of a six-membered ring-like transition state (TS2) with a
barrier height of ~—1.1 kcal mol™" relative to that of the
starting reactants. The formed TS2 further proceeds via the
formation of PC2, which is stabilized at —22.5 kcal mol™), and
then to the same final products (P1 + H,0). Abstraction of H-
atoms from the C3-atom by *OH through TS2 was found to
have a ~1.6 kcal mol™! smaller barrier than it would have had if
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it proceeded via TS1. In the case of H-atoms linked to the C8-
atom, our MO06-2X calculations suggest that each hydrogen
abstraction requires the same energy and therefore we
considered them as reacting along a single path. The reaction
continues from RC2 and then to the formation of TS3 with a
barrier height of —2.3 kcal mol™" below that of the starting
reactants. This reaction further continues to form PC3 with a
binding energy of —27.1 kcal mol™!, which then undergoes
unimolecular decomposition to form P2 (CH;C*HCH,S(O)-
(OH)) + H,0 as final products at —20.6 kcal mol™ below the
starting reactants. The other remaining three H-atoms are
located on C11, and each H-atom abstraction path leads to a
different TS. The two H-atom abstraction pathways proceed
via the same RC2, which then leads to the formation of
transition states (TS4 and TS6) with barrier heights of ~2.6
and 0.6 kcal mol™ above that of the starting reactants,
respectively. These reactions further proceed via the
corresponding PC4 and PC6 with corresponding energies of
—17.5 and —22.8 kcal mol™’, respectively. The formed PC4
and PC6 further proceed to the formation of products as P3
(ie, (C*H,CH,CH,S(0O)(OH)) + H,0) at —16.1 kcal mol™*
relative to that of the starting reactants. Similarly, the other
remaining H-atom abstraction by OH radicals continues via
RC3, which then passes through TSS with a barrier height of
1.7 kcal mol™!. The reaction then forms PCS5 with a
stabilization energy of —18.7 kcal mol™ and then to the
same P3 + H,O final products. Therefore, the PESs presented
in Figure 3 clearly suggest that the abstraction path that
proceeds via TS3 is more dominant when compared to all
other possible abstraction channels for the H-atoms attached
to the propyl group.

The remaining abstraction pathway for the PSIA + *OH
reaction is the abstraction of the H-atom from the OH moiety
of PSIA. The CCSD(T)//MO06-2X-calculated PES profile for
this reaction path is presented in Figure 4. The mechanism for
this reaction was found to proceed through a prereactive
complex (RC4) with a binding energy of —8.6 kcal mol™
below that of the starting reactants. The formed RC4 further
proceeds through a saddle point structure (TS7) with a barrier
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Figure 4. Potential energy profiles for the H-atom abstraction from
the OH moiety of PSIA and the OH radical addition involved in the
propanesulfinic acid + *OH reaction leading to the formation of the
corresponding products. The energies of the stationary points were
calculated at the CCSD(T)/aug-cc-pVTZ//MO06-2X/aug-cc-pVTZ
level. The relative energies include zero-point corrections. The
symbols RCn (n =4, 5), TSn (n = 7—10), and PCn (n = 7, 8) refer to
prereactive complexes, transition states, and postreactive complexes,
respectively.
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height of ~—4.7 kcal mol ™! below that of the starting reactants.
The structure of TS7 (see Figure 2) shows that the OH
radical-initiated abstraction occurs through a six-membered
ring TS, which is stabilized by hydrogen-bonding interactions.
The reaction then continues from TS7 by connecting with
PC7 in the exit channel, with a stabilization energy of ~40.1
kcal mol™'. The formed PC7 undergoes unimolecular
dissociation to form the final products (CH;CH,CH,S(O),
(P4) + H,0 at —35.1 kcal mol™). In the present work, the
energetics of all of the H-abstraction channels indicate that the
abstraction of the H-atom from the OH moiety of PSIA via
TS7 is predominant when compared to all other possible
abstraction paths.

3.2. Addition—Dehydration Reaction. The steps of the
PSIA + °OH reaction that proceed via the addition—
dehydration mechanism are shown in eqs 5 and 6. The
corresponding PES profiles and stationary point energies
calculated at the CCSD(T)//M06-2X level are shown in
Figure 4. In this mechanism, the association of *OH with the
sulfinyl sulfur atom of PSIA leads to the formation of a
prereactive complex (RCS) with an energy of ~—7.7 kcal
mol™" below that of the reactants. The reaction proceeds from
RCS to TS8 with a barrier height of ~—4.5 kcal mol™ relative
to that of the starting reactants. The reaction continues further
to the formation of an addition product CH;CH,CH,S(O)-
(OH), (PC8), which is —9.6 kcal mol™" below the energy of
the reactants. The TS energies on the PESs shown in Figure 4
indicate that the OH radical addition to the PSIA via TS8 has a
barrier that is only ~0.2 kcal mol™" higher than the value for
H-abstraction via TS7. This suggests that both reactions
compete with one another. The formed PC8 undergoes
elimination of a water molecule through the formation of a
transition state (TS10) with a barrier height of —7.0 kcal
mol™". PC7 forms from TS10, which then proceeds to P4
products (i.e., CH;CH,CH,S(0), + H,0). We also found that
PSIA + *OH can undergo an addition—elimination mecha-
nism. This reaction also proceeds via RCS, TS8, and PC8. The
formed PC8 undergoes elimination of propyl radical through
TS9 with a barrier energy of ~—S5.1 kcal mol™" relative to the
separated reactants. The formed TS9 leads to the formation of
propyl radical (C3H;) + sulfurous acid (H,SO;) as products
via addition—elimination. The energies of the stationary points
on the PES were found to be below the energy of TS8 for the
elimination of propyl radical through PC8 and TS9 to form
C;H, + H,SO;. This was also observed to be true for the
elimination of water through PC8 and TS10 to form
CH,;CH,CH,S(0O), (P4) + H,0O. Thus, these two paths
were found to be favorable under normal atmospheric
conditions.

3.3. Direct Elimination of Sulfur Dioxide (SO,). In
addition to the various aforementioned pathways for the PSIA
+ *OH reaction in the atmosphere, we performed calculations
for the unimolecular decomposition of PSIA via direct
elimination of SO, to form propane. The PES surface
involving all of the stationary point energies calculated at the
CCSD(T)//M06-2X level is presented with respect to the
starting reactant in Figure S1. From the figure, the reaction
proceeds directly to the formation of a transition state (TS11)
with a barrier height of ~61.0 kcal mol™". The structure of
TS11 shows the simultaneous transfer of the H-atom from the
—OH moiety to the carbon atom of —CH, concomitant with
the C—S(=0) single bond fission, leading to the formation of
a postreactive complex (PC9), which then undergoes
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dissociation to form propane (C;Hg) + SO,. The barrier
height for this reaction clearly indicates that while this pathway
might be accessible in a high-temperature combustion
scenario, direct SO, elimination is not important under normal
atmospheric conditions. Hence, the rate coefficients for this
reaction were not calculated.

The IRC plot was obtained at the M06-2X/aug-cc-pVIZ
level for the unimolecular decomposition of PSIA through a
transition state (TS11) to form SO, + propane, as shown in
Figure S2. The structures presented from left to right in the
IRC plot suggest that C—S single bond fission, H-atom transfer
from the OH group to the C-atom of the propyl moiety, and
double bond formation between the S- and O-atoms occur
simultaneously before reaching the transition state on the
reaction coordinate. The completion of single and double
bond formations between the migrated H-atom and the C-
atom of the propyl moiety and in the SO, moiety, respectively,
occurs after reaching the transition state. This can be clearly
seen by examining the structures given in the IRC plot shown
in Figure S2.

The changes in enthalpy (AH) and Gibbs free energy (AG)
at 298 K for all of the stationary points involved in all possible
H-atom abstraction, OH addition, and direct SO, elimination
pathways associated with the PSIA + °*OH reaction were
calculated at the CCSD(T)/aug-cc-pVTZ//M06-2X/aug-cc-
pVTZ level, and the corresponding values are displayed in
Table 2. The abstraction of H-atom from the —OH group of
PSIA leading to the formation of CH;CH,CH,S(0), + H,0O
for the TS7 abstraction channel was found to be more
spontaneous compared to that of all possible reaction paths.
The changes in enthalpy (AH) and Gibbs free energy (AG)
for the TS7 abstraction channel were calculated to be —35.1
and —36.2 kcal mol™, respectively. This clearly indicates that
the abstraction of H-atom from the —OH group of PSIA is
more exothermic and highly favored compared to that of all
other PSIA + *OH reaction paths.

3.4. Theoretical Kinetic Analysis. Master equation
calculations were performed for the atmospheric oxidation of
PSIA with *OH via various possible H-atom abstraction and
*OH addition pathways (see eqs 1—S) using the Master
equation solver for multienergy well reactions (MESMER
v.5.2) code.”’ A detailed descrintion of MESMER has been
described in our previous work'”'" and studies from various
research groups.””*>~>” We provide a brief discussion here for
the Mesmer rate coefficient calculations. This kinetic code uses
an energy-grained master equation approach in which the
rotational—vibrational (rovibrational) energy states for all of
the stationary points (such as reactants, TSs, RCs, PCs, and
products on the PES for all possible reaction channels involved
in the PSIA + °OH reaction) are partitioned into several
energy grains, which contain a defined number of states. The
energy states of initial reactants (PSIA + *OH) are allocated
with populations using a Boltzmann distribution, and the other
remaining species for the same reaction system are set to a
population of zero. The change in population distribution
between the energy states (grains) can take place over the
reaction course in each reaction path through the collisional
energy transfer that is due to the interaction with buffer gas
and the interconversion of one species to another.

3.5. Rate Coefficients. The input parameters such as
vibrational frequencies, rotational constants, and zero-point-
corrected energies for the Mesmer rate calculations were
obtained from the present theoretical work. The rate

https://doi.org/10.1021/acsearthspacechem.1c00062
ACS Earth Space Chem. 2021, 5, 1498—1510


https://pubs.acs.org/doi/suppl/10.1021/acsearthspacechem.1c00062/suppl_file/sp1c00062_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acsearthspacechem.1c00062/suppl_file/sp1c00062_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acsearthspacechem.1c00062/suppl_file/sp1c00062_si_001.pdf
http://pubs.acs.org/journal/aesccq?ref=pdf
https://doi.org/10.1021/acsearthspacechem.1c00062?rel=cite-as&ref=PDF&jav=VoR

ACS Earth and Space Chemistry

http://pubs.acs.org/journal/aesccq

Table 2. Enthalpies (AH (298 K) in kcal mol™') and Free
Energies (AG (298 K) in kcal mol™) of the Various
Stationary Points Involved in the PSIA + *OH Reaction
Calculated at the CCSD(T)/ aug-cc-pVTZ//M06-2X/aug-
cc-pVTZ Level”

system AH (298 K) AG (298 K)
PSIA + OH 0.0 0.0
RC1 -3.5 4.1
TS1 —-0.2 8.6
PC1 —-20.5 —14.2
Pl + H,0 ~16.8 —187
RC2 -7.1 1.6
TS2 —-2.1 7.6
PC2 —-22.5 —14.7
TS3 =33 6.3
PC3 —-27.0 —-19.9
P2 + H,0 —=20.1 —=22.0
TS4 2.1 10.0
PC4 —16.8 —12.6
P3 + H,0 -155 -17.8
RC3 —0.6 6.1
TSS 1.1 9.3
PCs —18.2 —12.5
TS6 -0.6 9.4
PC6 —-22.6 —-158.7
RC4 -9.4 -0.3
TS7 —=5.7 3.9
PC7 —40.4 -32.5
P4 + H,0 -35.1 -36.2
RCS —-8.3 0.1
TS8 =5.5 4.0
PC8 —-10.6 —-0.7
TS9 —10.7 —0.8
TS10 —6.4 3.8
H,S0; + C;H, ~159 ~192
TS11 60.9 60.9
PC9 —3.6 7.4
C,H, + SO, —24 —142

“The enthalpic (H) and free energy (G) corrections were derived
from the M06-2X/aug-cc-pVTZ level calculations.

coeflicients for the H-atom abstraction and *OH addition
pathways were calculated in the temperature range of 200—320
K and a pressure range of 0.1—10 atm. The reaction
mechanism proceeds through seven H-atom abstraction
pathways and one *OH addition pathway. The PES profiles

(see Figures 3 and 4) for all of the pathways suggest that they
occur via three main steps: (1) the association of two reactants
initially proceeds to form barrierless prereactive complexes; (2)
the transition states with a well-defined barrier are formed
between their corresponding pre- and postreactive complexes;
and (3) the formation of products from decomposition of the
corresponding postreactive complexes through the barrierless
exit channel. The entrance channel (step 1) and exit channel
(step 3) occur through barrierless reactions. Calculation of the
rate coeflicients for barrierless reactions is quite complicated
due to the absence of a barrier along the minimum energy
path, and thus it requires variational calculations. However, the
variational treatment depends strongly upon the accurate
determination of the minimum energy path and the level of
theory used in the calculations.””*® Therefore, Mesmer offers
the choice of calculating the microcanonical rate coefficients
(k(E)) using the inverse Laplace transform (ILT) approach for
the barrierless reactions. The Arrhenius pre-exponential factors
(A) used in the ILT method in the present calculations were
1.0 X 107 and 1.0 X 107" cm® molecule™ s™' for the
entrance and exit channels of the H-atom abstraction and *OH
addition channels, respectively. The activation energy and the
modified Arrhenius parameters used in rate calculations were 0
kecal mol™" and 0.1, respectively. Reaction step 2 involving the
transition of RCs to PCs through TSs uses the RRKM theory.
The present rate calculations employed the Eckart tunneling”
method to assess the tunneling contribution to the rate
coeflicients of all of the possible reaction paths in the studied
temperature range.

Lennard-Jones (L-J) parameters (¢ and o) are required in
Mesmer rate coefficient calculations. The depth of the
potential well (¢) and the finite length, where the potential
is zero (o) for the RCs and PCs involved in all of the PESs, and
the buffer gas, were taken from the literature. The buffer gas
used in the present calculations was (N,), with L-J parameters
6 =39 A and £ = 48 K*' All of the pre- and postreactive
adducts were assumed to have the same L-J parameters as n-
heptane with ¢ = 4.42 A and & = 306.5 K.** These values were
used because of the similarity of the size of all of the adducts to
that of n-heptane. In addition, we tested our rate calculations
by varying the L-J parameters for the n-octane and n-hexane
and observed that the changes in the values were less than a
factor of 2. Energy transfer was treated with the collision
energy-transfer model for all of the PSIA + *OH reaction
pathways, and the value was set to (AEg) = 200 cm™". This
value was chosen based on similar reactions of *OH with other

Table 3. Calculated Bimolecular Rate Coefficients (in cm® molecule™ s™') for All of the Possible H-Atom Abstraction and
*OH Addition Pathways Involved in the PSIA + *OH Reaction in the Temperatures between 200 and 320 K and a Pressure of

1 atm

T (K) krs; krs krss krss
200 718 x 1078 478 x 107?724 x 107 6.00 x 107'°
220 591X 1078 398 x 1072 658 x 1072 840 x 107%°
240 510X 1078 332 x 107 596 x 1072 1.15 x 107
250 481 x 1078 305x 107 567 x 107 1.34x 107
260 457 x1078% 280 x 107?539 x 1072 1.55 x 107
280  422x 1078 238 x 107?488 x 107 2.04 x 107*
298 402X 1078% 208 x 1072 446 x 1072 2.59 x 107
320 388x 1078 178 x 1072 4.02x 107 339 x 107

kTSS k'rss kTS7 k’I'SS ktotal“
378 x 107" 230 x 1072 935 x 107" 237 x 107! 1.40 x 10710
437 x 107 152 %x 1072 894 x 107! 1.51x 107 1.24 x 1071
511 x 107" 101 x 1072 847 x 107 939 x 1072 111 x 107
554 x 107" 830x 107 823 x 107" 736x 107 1.05x 107
601 X 107 690 x 1078 798 x 107! 577 x 1072 1.00 x 107
7.06 X 107 490 x 107 746 x 107" 355 x 107 912 x 107H
814 x 107  375x 1078 698 x 107" 232x 1072 840 x 1071
9.62x 107" 284 x107%  639x 107" 142x 107 7.60 x 1071

“The overall rate coeflicient (k) for the PSIA + *OH reaction was calculated by summing the values for all of the individual reaction pathways at
the corresponding temperature. The contribution of the rate coefficients via krs; was multiplied by 2.
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atmospheric compounds.'”""*"** After inputting all of the
model parameters discussed above into Mesmer, the temper-
ature- and pressure-dependent rate coefficients for all of the
bimolecular reaction paths involved in the PSIA + °*OH
reaction were extracted from the eigenvalues of a correspond-
ing Master equation by employing the Bartis—Widom
method™™*° developed in the MESMER kinetic code.”!

The rate coefficients (in cm® molecule™ s™") given in Table
3 were calculated in the temperature range of 200—320 K and
a pressure of 1 atm. The rate coefficients in Table 3
(represented as krg, (n = 1—8)) correspond to each H-atom
abstraction and *OH addition path that proceeds via TSn (n =
1—8) in the PSIA + *OH reaction. It is clear from Table 3 that
the rate coefficient values for the abstraction of H-atom via
TS4 and TSS increase with an increase in temperature, while
the other reaction paths that proceed via TS1, TS2, TS3, TS6,
TS7, and TS8 decrease and are slightly independent of
temperature. This trend in the rate coefficient values is because
the reactions that occur via TS4 and TSS have positive TS
barriers, while the reactions that proceed through TS2, TS3,
TS7, and TS8 exhibit negative barriers, with slightly positive
barriers for reactions arising via TS1 and TS6. The rate
coeficients for the reaction paths that proceed via TS2, TS3,
TS7, and TS8 decrease with increasing temperature. This
decrease occurs because of the formation of a prereactive
complex and the influence that the presence of the prereactive
complex at the entrance channel of the PES has on the
dynamics and hence the course of the reaction.””** The
presence of a prereactive complex for these reactions leads to
rate coeflicients with a negative temperature dependence. The
role of such complexes has been extensively studied for the OH
reaction with formic acid, ethene, acetone, and acetalde-
hyde.*’ ™" These studies explain the role of prereactive
complexes in which the bimolecular reaction rate coeflicients
are associated with a negative temperature dependence.

It is also clear from Table 3 that abstraction of the H-atom
linked to the C8-carbon of the propyl group, which occurs via
TS3, is more dominant by a factor of ~2—14 times when
compared to that of TSI and TS2, and ~10'—10° times that
for TS4 and TSS, respectively, in the studied temperatures for
all possible H-atom abstractions from the propyl moiety of
PSIA. The reason for the larger rate coefficients for TS3 is that
its barrier height is ~1.2—5.0 kcal mol ™" lower than that for the
other possible H-atom abstractions from the propyl moiety of
PSIA. Comparison of the rate coefficient values for all possible
H-atom abstractions from both the propyl and —OH moieties
of PSIA suggests that the H-atom abstraction from —OH that
occurs via TS7 is ~1—4 orders of magnitude larger than the
values of the other abstraction paths. In addition, we have also
calculated the rate coefficient for the addition of *OH to the S-
atom of the sulfinyl group of PSIA, which proceeds through
TSS8. The estimated rate coefficients (krgg), which are also
displayed in Table 3, suggest that this reaction is ~4—45 times
slower than the H-atom abstraction reaction (krg,). For
example, the rate coeflicients for the H-atom abstraction and
*OH addition via TS7 and TS8 at 298 K and 1 atm were found
to be krg; = 6.98 X 107" and kpgg = 2.32 X 1072 cm?®
molecule™ s7', respectively. The rate coefficient data suggest
that abstraction of the H-atom from the —OH group of PSIA is
kinetically more dominant compared to all possible H-atom
abstraction and OH addition pathways.

In addition, we calculated the contributions from Eckart
tunneling®® to the rate coefficients for each reaction path and
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the values are displayed in Table S7 of the Supporting
Information. The results in Table S7 suggest that the tunneling
contributions to the rate coeflicients for krg; and krgs are
independent of temperature, whereas those for krg;, krgy, krss)
krss, and krg; were increased by ~2—9 times in the studied
temperature range. The estimation of tunneling contributions
to the rate coefficients for the addition channel (kpg3) was
found to be increased by ~2—4 times in the studied
temperature range (see Table S7).

The rate coefficients for all of the possible reaction paths
were also calculated by varying the buffer gas pressure in the
range of 0.1, 1.0, and 10 atm in the same temperature range
between 200 and 320 K. The obtained bimolecular rate
coefficient values are displayed in Tables 3 and S8 and S9 of
the Supporting Information. The values indicate that the H-
atom abstraction and addition pathways show very weak
pressure dependences in the entire studied temperature range.

The overall rate coefficient (k in cm® molecule™ s7') is
determined by adding each reaction path rate coefficient at the
corresponding temperature. Therefore, the overall rate
coefficient for the PSIA + *OH reaction is defined as k =
krsy + sy + 2kpg + krsy + krss + krsg + krsy + krgg. Here, kg,
(n 1-8) designates the H-atom abstraction and *OH
addition paths involved in the present reaction system. The
contribution of rate coeflicients for the H-atom abstraction via
TS3 was multiplied by a factor of 2 in the overall rate
coeflicient calculations since the abstraction of each of the two
H-atoms linked to the C8-carbon atom of PSIA exhibits the
same energy. Therefore, we considered a single abstraction
transition state for these two H-atoms. The obtained overall
rate coeflicient for the PSIA + *OH reaction in the studied
temperature and pressure ranges was plotted. The result is
shown in Figure S, and the values are also provided in Tables 3
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Figure S. Comparison between the overall rate coefficients calculated
for the PSIA + °*OH reaction in the temperatures between 200 and
320 K and pressures between 0.1 and 10 atm. The available rate
coefficient for the MSIA + *OH reaction at 298 K is also shown for
comparison.

and S8 and S9 of the Supporting Information. It is clear from
Figure S that the overall rate coeflicient trends at 0.1, 1.0, and
10 atm show little pressure dependence in the studied
temperature range. For example, the overall rate coefficients
for the PSIA + °OH reaction at 250 K as the buffer gas
pressure was varied in the range of 0.1, 1.0, and 10 atm were
calculated to be 9.86 X 107, 1.05 x 107!°, and 1.29 x 1071°
cm® molecule™ 57!, respectively.
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Figure 6. Proposed atmospheric degradation mechanism for the propanesulfinic acid initiated by OH radicals. The reaction proceeds through H-
atom abstraction from the OH moiety of PSIA, leading to the formation of the CH;—CH,—CH,—S(0O), radical + H,O. The formed CH;—CH,—
CH,—S(0), radical then undergoes C—S bond fission to form SO, + propyl radical (indicated with blue arrows). In an alternate pathway, the
addition of *OH to PSIA leads to the formation of the CH;—CH,—CH,—S(O)(OH), radical, which then undergoes elimination of water to form
CH;—CH,—CH,—S(0), radical. In another pathway, the same CH;—CH,—CH,—S(0)(OH), radical undergoes C—S bond fission leading to the
formation of propyl radical + sulfurous acid (indicated with red arrows). Finally, the formed propyl radicals can rapidly react with atmospheric
oxygen (0,), leading to the formation of an RO, adduct, which then undergoes unimolecular elimination of HO, radical to form propylene

(indicated with pink arrows).

There are no reports available that enable us to compare our
calculated overall rate coefficients for the PSIA + °OH
reaction. Therefore, our calculated rate coeflicients were
compared with the value for the MSIA + °*OH reaction
reported in the literature. The overall rate coeflicient value for
the PSIA + *OH reaction at 298 K and 1 atm was calculated to
be ~8.40 X 107" cm® molecule™ s7', which agrees very well
with the measured rate coefficient for the MSIA + °*OH
reaction reported by Kukui et al.'” ((9 + 3) x 107! cm?
molecule™ s™ at 298 K and P = 200—400 Torr). We also
found that the present overall rate coefficient for the PSIA +
*OH reaction at 298 K is underestimated by ~9 times with
respect to the theoretically calculated MSIA + *OH reaction
reported by Gonzalez- Garc1a et al.'"® with a rate coefficient
value of ~7.7 X 107'° cm® molecule™ s™' at 298 K. This
difference is mostly due to the transition-state barrier height
for the H-atom abstraction from the —OH moiety of MSIA
being found to be 6.8 kcal mol™! below that of the starting
reactants (calculated at the CCSD(T)/IB//mPW1K/MG3S
level). This clearly suggests that the transition-state barrier
height for the abstraction of the H-atom from the —OH moiety
of PSIA is ~2.0 kcal mol™" higher in energy as compared to the
same reaction involved in the MSIA + *OH reaction.'®

3.6. Branching Ratios. The branching ratios for the
different reaction paths contributing to the overall reaction in
the studied temperatures between 200 and 320 K and at 1 atm
are reported in Table S10 of the Supporting Information. Each
reaction path contribution to the overall reaction was
calculated from the ratio of individual reaction path rate
coefficients and the overall rate coeflicients at the correspond-
ing temperature. The branching ratios provided in Table S10
are expressed as percentage contributions for each reaction
path to the overall reaction. The highest contributor to the
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overall reaction is the abstraction of the H-atom from the
—OH moiety of PSIA via TS7 to form CH;CH,CH,S(O),
(P4) + H,0, with a contribution from 70.7% at 200 K to
89.0% at 320 K. The contribution of the *OH addition
reaction path via TS8 to the overall reaction was found to
decrease with increasing temperature, with a contribution of
from 18% at 200 K to 2% at 320 K. This suggests that the *OH
addition reaction is important only under lower temperature
conditions. The behavior of reactions having a negative
temperature dependence has been described for various
reaction systems. Singleton and Cvetanovic’">* observed a
negative temperature dependence for the O (°P)-initiated
reactions with cis-CH;CH=CHCH,, (CH,),C=C(CH,),,
and (CH;),CHCH,;. The results of these studies suggested the
formation of O(®P)-alkene complexes, which are formed
before the transition state in the reaction path. The reaction
of C,H, + *OH shows a negative activation barrier and, as a
result, a negative temperature dependence.”* A list of various
reactions that show a negative temperature dependence was
provided in a study by Alvarez-Idaboy et al.* and includes
ethene + *OH, propene + *OH, methyl propene + *OH, cis-2-
butene + *OH, and trichloroethene + *OH. Their study also
reports that methyl propene + O(°P), cis-2-butene + O(°P),
and 2,3-dimethyl-2-butene + O(°P) exhibit negative temper-
ature dependences.*®

The contributions from the H-atom abstraction paths via
TS2 and TS3 to the overall reaction were found to be 3.6—
2.5% and 5.5—5.6% in the 200—320 K temperature range,
respectively. All other remaining abstraction path contributions
were ~1-3 orders of magnitude smaller compared to the
values of the reaction that proceeds via TS7. In addition, we
estimated the total contribution from the abstraction channels
to the overall reaction. It was found to range from 82% at 200
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K to 98% at 320 K. The other remaining contribution was from
the *OH addition channel.

3.7. Atmospheric Implications. The most plausible
oxidation mechanism for the reaction of PSIA with OH
radicals under atmospheric conditions is presented in Figure 6.
The energetics, rate coefficients, and branching ratio data in
the present work suggest that the PSIA + *OH reaction mainly
proceeds via two paths: (i) abstraction of the H-atom from the
OH moiety of PSIA as shown in eq 4, leading to the formation
of CH;—CH,—CH,—S(0), + H,0; and (ii) *OH addition to
the sulfur atom of the sulfinyl group in PSIA as illustrated in eq
S5, leading to the formation of the CH;—CH,—CH,-
S(O)(OH), radical. For path (i), the formed CH;—CH,—
CH,-S(0), radical undergoes unimolecular dissociation
through C—S single bond fission to form sulfur dioxide
(SO,) and propyl (C3H,) radical products. Similarly, for path
(ii), the CH;—CH,—CH,—S(O)(OH), radical product
formed from eq S5 undergoes further dissociation via two
reaction pathways: in the first, unimolecular elimination of a
water molecule leads to the formation of CH;—CH,—CH,—
S(0O),, which then proceeds to form SO, and propyl radical. In
the second, the CH;—CH,—CH,—S(0O)(OH), radical under-
goes C—S single bond cleavage leading to the formation of
sulfurous acid (H,SO;) and propyl radical. The formed propyl
radical is expected to undergo further reaction with molecular
oxygen (*0,), which is present in large concentrations in the
atmosphere.”*® The fate of propyl radical in the presence of
atmospheric oxygen has been reported in the literature.> It
suggests that propyl radical interacts with >0, to form a CHy—
CH,—CH,—0-0" (RO,) radical adduct (see Figure 6), which
then undergoes unimolecular decomposition to form propy-
lene (C3Hg) and hydroperoxyl radical (HO,) as final products.
Thus, the results overall indicate that the engagement of PSIA
by °OH results in the formation of SO,, propylene, HO,,
sulfurous acid, and water as final products.

We next estimated the atmospheric lifetime of PSIA with
respect to its interaction with OH in the temperatures between
200 and 320 K and at 1 atm. The lifetime of any atmospheric
molecule can be calculated using eq 8:

1
kpsia+onlOH]

In eq 8, the overall bimolecular rate coefficient (in cm
molecule™ s7') for the PSIA + *OH reaction is represented
as kpsia,on and the average tropospheric concentration of the
OH radical is represented as [OH]. We calculated the
atmospheric lifetimes of PSIA with OH radicals using the
overall rate coefficients estimated in the present work and the
average atmospheric concentration of [*OH] (1.0 x 10°
molecules cm™).'® The estimated atmospheric lifetime of
PSIA was found to be ~2—4 h in the studied temperature
between 200 and 320 K at 1 atm. This suggests that the most
important tropospheric sink for PSIA is its reaction with OH
radicals.

We then calculated the global warming potential (GWP) for
PSIA. This is an important parameter, which indicates the
possible impact of PSIA on the atmosphere relative to the
impact of the same amount of carbon dioxide (CO,). This can
be calculated using eq 9:

t —t/T
a fo e ldr
AGWE,

T =
(8)

3

GWPyg, =
©)
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In eq 9, the total radiative forcing (RF) (in W m™ ppbv™") is
represented as “a” and the time horizon (TH) is represented as
“t”. The total RF was calculated using the Pinnock method (eq
10),%° with the vibrational frequencies (v;) and intensities (A;)
of the corresponding vibrational modes k in the spectral range
of 500—1500 for the PSIA being obtained using M06-2X/aug-

cc-PVTZ level calculations

a= z AF(y,)
k (10)

The atmospheric lifetime (7) of PSIA with respect to *OH was
determined in the present study. The estimated values of GWP
for PSIA are 0.137, 0.06, and 0.03 for THs of 20, 50, and 100
years, respectively. Therefore, a negligible contribution to
global warming is expected from PSIA as compared to the
same amount of CO,. However, atmospheric oxidation of
PSIA leads to the formation of SO,, propylene, HO,, sulfurous
acid, and water vapor, which have the potential to contribute
to global warming and formation of aerosols. It should be
noted that SO, is a major product that originates from H-atom
abstraction from the OH group of PSIA with OH radicals,
leading to formation of the CH;—CH,—CH,—S(0), radical.
The formed CH;—CH,—CH,—S(0), radical then undergoes
unimolecular dissociation via C—S single bond fission. Thus,
the SO, product does not originate from direct elimination of
SO, from the PSIA. The oxidation of SO, in the gas phase®”*®
and in the atmospheric aqueous phase®”~®" is the main source
of tropospheric sulfuric acid. The other important product in
the oxidation of PSIA is sulfurous acid, which is also an
important intermediate in sulfuric acid formation.”””®* In the
atmosphere, sulfuric acid plays a critical role due to its
contribution to new particle formation® and acid rain.”® Thus,
the products formed in the PSIA + *OH reaction may have a
significant effect on climate, the environment, and human
health. The results of the present study further expand our
understanding of terrestrial sources of sulfur and their
contribution to the atmospheric sulfur burden.

4. CONCLUSIONS

The atmospheric oxidation mechanism of the PSIA with *OH
reaction was investigated at the CCS(D)T/aug-cc-pVTZ//
MO06-2X/aug-cc-pVTZ level of theory. The kinetics of all of the
H-atom abstraction and *OH addition pathways involved in
the PSIA + *OH reaction have been studied using the Mesmer
kinetic code over a temperature range of 200—320 K and
within the pressure range of 0.1—10 atm. The results indicate
that the abstraction of H-atom from the OH moiety of PSIA is
kinetically and thermodynamically more favorable compared to
all of the possible paths. The branching ratios were estimated
for all possible reaction pathways in the present work. The
results reveal that the major reaction, which resulted in the
formation of CH;CH,CH,S(0), + H,O, contributes ~88% to
the overall reaction at 298 K and 1 atm. The atmospheric
lifetime of PSIA with respect to OH radicals was estimated to
be ~2—4 h in the temperature range between 200 and 320 K
and 1 atm. This suggests that this compound rapidly
decomposes in the troposphere and exhibits a negligible
impact on global warming. However, its decomposition
products include SO, derived from C—S single bond fission
in the CH;—CH,—CH,—S(0O), radical, which is formed by H-
atom abstraction from the OH group of PSIA. This product is
not generated from the direct elimination of SO, from PSIA.
The final products such as SO,, propylene, HO,, sulfurous
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acid, and water vapor have the potential to contribute to global
warming, acid rain, and formation of aerosols.
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