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1. Introduction

A study of the thermodynamics and mechanisms
of the atmospherically relevant reaction dimethyl
sulphide (DMS) with atomic chlorine (Cl) in the
absence and presence of water, using electronic
structure methodst

Lydia Rhyman, (2 *2® Edmond P. F. Lee,® Ponnadurai Ramasami*®° and
John M. Dyke (2 *¢

The thermodynamics and mechanisms of the atmospherically relevant reaction dimethyl sulphide (DMS)
+ atomic chlorine (Cl) were investigated in the absence and presence of a single water molecule, using
electronic structure methods. Stationary points on each reaction surface were located using density
functional theory (DFT) with the M06-2X functional with aug-cc-pVDZ (aVDZ) and aug-cc-pVTZ (aVT2Z)
basis sets. Then fixed point calculations were carried out using the UM06-2X/aVTZ optimised stationary
point geometries, with aug-cc-pVnZ basis sets (n = T and Q), using the coupled cluster method
[CCSD(T)], as well as the domain-based local pair natural orbitals coupled cluster [DLPNO-UCCSD(T)]
approach. Four reaction channels are possible, formation of (A) CHsSCH, + HCL, (B) CH3S + CHzCl, (C)
CH3SCl + CHgz, and (C’) CH3S(Cl)CHz. The results show that, in the absence of water, channels A and
C’ are the dominant channels. In the presence of water, the calculations show that the reaction
mechanisms for A and C formation change significantly. Channel A occurs via submerged TSs and is
expected to be rapid. Channel B occurs via TSs which present significant energy barriers indicating that
this channel is not significant in the presence of water relative to CH3zSCH, + HCl and DMS.Cl adduct
formation, as is the case in the absence of water. Channel C was not considered as it is endothermic in
the absence of water. In the presence of water, pathways which proceed via (a) DMS-H,O + Cl, (b) Cl-
H,O + DMS and (c) DMS-Cl + H,O were considered. It was found that under tropospheric conditions,
reactions via pathway (b) are of minor importance relative to those that proceed via pathways (a) and (c).
This study has shown that water changes the mechanisms of the DMS + Cl reactions significantly but
the presence of water is not expected to affect the overall reaction rate coefficient under atmospheric
conditions as the DMS + Cl reaction has a rate coefficient at room temperature close to the
collisional limit.

acid rain, visibility reduction, aerosol production and climate
modification.'™ Roughly half of the global flux of sulfur in the

The sulfur cycle in the earth’s atmosphere has been the subject
of intense investigation in recent years because of the need to
assess the contribution of anthropogenically produced sulfur to
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atmosphere is thought to be from natural sources, with a
significant fraction of all natural sulfur arising from dimethyl
sulphide (DMS, CH;SCH;) emitted from the oceans.>” DMS is
produced by biodegradation of oceanic phytoplankton in the
upper layers of the oceans, initiated by ultraviolet radiation
from the sun, as well as from anthropogenic activities. Subse-
quent oxidation of DMS (to SO,) leads to aerosol production
and cloud formation. As a result, DMS plays an important role
in climate regulation.”” In the atmosphere, the main oxidants
of DMS are thought to the OH radical during the day and
the NO; radical at night. However, oxidation of DMS in the
troposphere appears to be more rapid than would be expected
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Table1 Comparison between experimentally derived reaction enthalpies
(AHP,56), obtained from available heats of formation of reagents and
products,?® and values computed in this work from DLPNO-UCCSD(T)
calculations (values in kcal mol™)

Reactants

CH,;SCH; + Cl, Experimentally DLPNO-UCCSD(T)/
channel Products derived (AHﬁfzgg) CBS//UM06-2X/aVTZ*
A CH3SCH,+ HCl —9.38 + 1.49 —10.0

B CH,;S + CH;Cl —10.2 + 0.76 —-10.1

C CH,SCl + CH, 8.05 + 1.66 +6.3

c CH;S(C)CH;  ~—20.0" —20.7

“ See Table 2. ” See text and Table S1 (ESI).

solely from reaction with OH and NOj;, and other DMS removal
reactions involving atomic and molecular halogens and halo-
genated radicals, such as Cl, Cl, and BrO, have therefore been
proposed.®™?

This paper investigates the energetics and mechanism of the
DMS + Cl reaction as well as the effect of water, a major
atmospheric constituent, on this reaction. The chlorine atom
is a key atmospheric oxidant,"® which can be produced via
photolysis of chlorine-containing species generated in sea salt
aerosols,'* and surface reactions of gaseous hydrogen chloride
and nitrogen oxides followed by photolysis of the CINO and
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CINO, produced.'® Also, rate coefficients for reactions of
volatile organic compounds (VOCs) with Cl atoms are gener-
ally 10-100 times larger than those of the corresponding
OH-reactions.'® The estimated day-time global average Cl
atom concentration in the marine boundary layer (MBL) is
10® atom c¢cm > whereas that of OH radical is 10° molecule
em "' although peak Cl atom concentrations have been
measured in the region (10*~10° atoms cm ~?), giving [C1]:[OH]
ratios up to 10® higher than usual.’* All these considerations
suggest that oxidation reactions of VOCs by Cl atoms can be
important in the troposphere.'®*’

The DMS + Cl reaction has been studied experimentally and
theoretically, and based on these reports,**° four reaction
channels have been proposed, as shown in Table 1. This table
compares experimentally derived reaction enthalpies (AH&%),
obtained from available heats of formation of the reagents and
products,?® with values obtained in this work from DLPNO-
UCCSD(T) calculations. As can be seen good agreement is
obtained between the experimentally derived and computed
values for the four reaction channels.

There have been several laboratory kinetics studies on DMS
+ Cl at different temperatures and pressures.*' > In the work of
Stickel et al.,** the rate coefficient was found to decrease with
temperature and increase with pressure and they showed, using
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15.5
(18.3)
TS3 \
72 N\
(8.8)

| —

}{Db LA
’ ‘33\; CH,SCI + CH,4
5.6
7(5.(\)

‘;(kfa .

Q

CH,SCH, + HCl

’ MS2 9.1
117 (-10.0)
\‘wl »»»»» i _’_ r—
- """ "CH,S + CH,CI
1.1
-12.9 (-10.0)

QL) +,§>—O

Fig. 1 Energy profiles for the reaction of DMS + Cl using the UM06-2X/aVTZ and DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ methods. The UM06-2X/
aVTZ relative electronic energies (AE) including ZPE are reported in the figure, with the DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ values shown
in brackets; values are in kcal mol™). Adduct 1 is the reactant complex of channel C. Formation of Adduct 1 from DMS + Cl is referred to as channel C’

in the text.
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time resolved diode laser spectroscopic detection of HCIl, that
the H-atom abstraction reaction (channel A) dominates at low
pressure whereas adduct formation (channel C’) and H-atom
abstraction (channel A) contribute approximately equally at
atmospheric pressure. The adduct, CH;S(Cl)CH;, formed in
the DMS + Cl reaction, has been detected and studied, notably
by electron impact mass spectrometry,® cavity-ring down
spectroscopy>” and UV-visible absorption spectroscopy.>®

The DMS + Cl reaction has also been the subject of a number
of theoretical studies,?*?” > where reaction enthalpies (AH{o5)
have been computed. A summary of the computed values, and
their expected reliability, is given in Table S1 in the ESIf}
section.

Water is the third most abundant species in the troposphere
behind only N, and O, with concentrations of up to 10'®
molecules cm . Recently, it has been demonstrated that even
a single water molecule can increase the rate coefficient of
a reaction. Water can form complexes with the reagents,
products and transition states in a reaction and lower their
energies, and in this way, the activation barrier for a reaction
may be reduced.>'* However, complex formation is a process
that occurs with a large reduction of entropy. Therefore, a
decrease of an enthalpy barrier by one water molecule does
not necessarily lead to an enhancement of the rate of reaction
as the free energy, relative to the reagents, of the transition
state on the reaction surface determines the value of the
reaction rate coefficient.

A number of examples have been identified where a single
water molecule increases the reaction rate coefficient.*' ™’ For
example, a single water molecule lowers the barrier of the
reaction SO; + H,O — H,SO, by over 25 kcal mol *.3*3° It is
important to note, however, that it is possible for water to give
rise to a decrease of rate coefficient, as has been demonstrated
for the OH + CH, reaction.*® In this case, a calculation of the
free energy of activation in the absence and presence of water
shows that the free energy of activation is more positive in the
presence of water than in the absence of water, giving rise to a
reduction of rate coefficient in the presence of water.

In related work, the reaction DMS + OH, in the absence and
presence of water, has been investigated theoretically at the
MP2/cc-pVTZ//B3LYP/aVTZ level by Jorgensen and Kjaergaard.*
It was found that for the H-abstraction channel, the presence of
water reduces the reaction barrier height and hence it was
expected that this would increase the reaction rate coefficient.
However, it was concluded that water is only likely to have a small
effect on the overall rate coefficient because the DMS + OH
reaction is moderately fast in the absence of water (room tempera-
ture rate coefficient 6.5 x 10> cm® molecule * s7*),"® and in the
troposphere, the concentrations of the hydrates DMS-H,O and
OH-H,0 were calculated to be small compared to the concentra-
tions of DMS and OH, respectively.*®

We have previously studied the reaction of DMS with mole-
cular chlorine (DMS + Cl,) using UV photoelectron spectroscopy
(PES), infrared matrix isolation spectroscopy and electronic
structure calculations.*'™® It was found that this reaction
proceeds through the formation of a covalent reaction
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intermediate ((CHj3),SCl,), in which sulfur is four coordinate.
This then decomposes into the final products monochlorodi-
methylsulfide (CH3SCH,CI) and hydrogen chloride (HCI). Also,
using PES as the detection technique, the room temperature
rate coefficient of DMS + Cl, has been measured as (3.4 + 0.7) X
107" cm?® molecule " s™',*' four orders of magnitude lower
than the DMS + Cl room temperature rate coefficient.
An objective of our studies on DMS reactions of atmospheric
importance is to investigate the effect of water on these reac-
tions, notably for DMS + Cl and DMS + Cl, to investigate if the
reaction mechanisms and energetics are changed significantly
in the presence of water.

The aim of this present work, therefore, is to study the
reaction DMS + Cl in the absence and presence of water to

Table 2 DMS + Cl Relative electronic energies (AE, kcal mol™Y), relative
enthalpies (in brackets, AH?,’ZQBK, kcal mol™)? and relative free energies (in
italic, AGﬁ’zggk, kcal mol™) for the possible reaction channels. A more
detailed version of this table is given in the ESI (Table S4)

UCCSD(T)/CBS// DLPNO-UCCSD(T)/
UMO06-2X/aVTZ UMO06-2X/aVIZ CBS//UM06-2X/aVIZ

Channel A
RC1® —10.6 —-8.2 —7.4
(-10.9) (—8.5) (=7.7)
—4.5 —2.1 -1.3
TS1 —11.5 -9.7 —-8.9
(—12.0) (—10.2) (—9.4)
—52 -3.3 —2.6
MS1 -12.9 —14.4 —13.7
(—12.7) (—14.1) (—13.5)
—-7.6 —9.1 -85
CH,SCH, + HCl —9.1 —11.1 —10.8
(-8.2) (-10.2) (—10.0)
—11.5 —13.5 —13.2
Channel B
RC2 —0.5 —0.8 —0.6
(~0.4) (~0.7) (~0.5)
4.2 4.0 4.2
TS2 15.5 18.0 18.3
(15.4) (17.9) (18.2)
20.8 23.3 23.6
MS2 -11.7 —10.5 -10.2
(—11.4) (—10.1) (—9.8)
—-7.8 —6.6 -6.3
CH,S + CH,Cl —11.1 -10.1 —10.0
(-11.2) (-10.2) (-10.1)
—14.2 —13.2 —13.1
Channel C, C’
Adduct 1 —22.7 —20.9 —20.3
(—23.1) (—21.2) (—20.7)
—16.2 —14.4 —13.8
TS3 7.2 8.0 8.8
(7.1) (7.9) (8.7)
13.4 14.2 15.0
MS3 4.3 5.5 6.0
(5.1) (6.3) (6.9)
8.9 10.1 10.6
CH,SCl + CH; 5.6 5.4 5.6
(6.4) (6.2) (6.3)
2.8 2.6 2.8

“ The thermal correction to the enthalpy obtained using the UM06-2X/
aVTZ method were added to the UCCSDgT) single point energy (ZPE is
included in the electronic energies). ” The structure of RC1 was
obtained from its respective IRC and the energetic parameters were
obtained by single point calculations.

This journal is © the Owner Societies 2023
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investigate the mechanism and to determine if the energies of
the transition states relative to the reagents are changed
significantly when water is present. The DMS + Cl experimentally
determined rate coefficient at room temperature and atmospheric
pressure, (3.15 + 0.31) x 107 *° em® molecule " s~ *,*! is close to
the collisional limit and therefore, water is unlikely to enhance
the overall rate coefficient. Nevertheless, it was felt essential to
study the DMS + Cl reaction with and without water to see if
there are changes in mechanism, and relative energies of the
stationary points on the reaction surface, prior to the study of
DMS + Cl, in the absence and presence of water. This necessi-
tated calculations on DMS + Cl at a higher level than those
performed by Resende and Almeida®” in order to obtain more
reliable relative energies and structures for the stationary
points on the reaction surface.

Although the DMS + Cl reaction is studied in this work in the
presence of one water molecule, it is recognised that water can
be present in the marine boundary layer as droplets and aerosol
particles (as well as dimers and trimers) and understanding
their formation is of great importance. Potential surfaces for

View Article Online
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reactions on and within these particles may well be signifi-
cantly different from their gas-phase counterparts.®>***>

2. Computational details
2.1 DMS + Cl

Electronic structure calculations were carried out to optimise
the geometries of the reactants, reactant complexes, transition
state structures (TSs), product complexes and products. The
M06-2X functional was used with aug-cc-pVDZ (aVDZ) and aug-
cc-pVTZ (aVIZ)*® basis sets. These computations were per-
formed in the spin unrestricted formalism. The M06-2X func-
tional was chosen because it has been shown to perform
particularly well for TS structures and reaction barrier heights
in benchmark studies.*”">® Harmonic vibrational frequencies
were calculated at each level of theory to verify the nature of the
stationary points (minima and TSs), and to provide the zero-
point energy (ZPE) and the thermodynamic contributions to the
enthalpy and free energy changes. Intrinsic reaction coordinate

Adduct 1

Fig. 2 UMO06-2X/aVTZ optimised geometries of RC1 (obtained from IRC), TS1, MS1, CH3SCH,, HCl and adduct 1. The optimised geometries of the other
stationary points in Fig. 1 are shown in Fig. S3 (ESI}). i.e. RC2, TS2, MS2, CH=S, CH3Cl, TS3, MS3, CHsSCl and CHs. These geometries and geometrical

parameters are discussed in the ESIt section.
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(IRC) calculations were also performed to ensure that a given TS
connects with the desired minima.”"*>

Fixed point calculations were carried out using the UMO6-
2X/aVTZ optimised stationary point geometries, with the aug-
cc-pvnZ basis sets (n = T and Q), using the coupled cluster
method [CCSD(T)].>*° The methods used for these UCCSD(T)
computations were, therefore, UCCSD(T)/aVTZ//UM06-2X/aVTZ
and UCCSD(T)/avVQZ//UMO06-2X/aVTZ. The total energy values
obtained with these UCCSD(T)/avnZ//UM06-2X/aVTZ (n = T and
Q) calculations were extrapolated to the complete basis set
(CBS) limit. The extrapolation scheme employed the two para-
meter formula (eqn (1)).**”

E(x) = Ecps + Ax > (1)

where x = 3 (aVTZ) and 4 (avQZ).

Further single point calculations were carried out with the
UMO06-2X/aVTZ optimised geometries using the domain-based
local pair natural orbitals coupled cluster (DLPNO-UCCSD(T))
approach.’®®* These were DLPNO-UCCSD(T)/aVnZ//UM06-2X/
aVTZ (n = T and Q) calculations, with total energies extrapo-
lated to the CBS limit using eqn (1). This method employs
localised orbitals and obtains the correlation energy as a sum
over the correlation energies of electron pairs. It recovers a large
part of the CCSD(T) correlation energy at low computational cost.

2.2 DMS + Cl + H,O

The calculations performed for this reaction were similar to
those carried out for DMS + Cl. Geometry optimizations were
carried out with the MO06-2X functional using aug-cc-pVIZ
(avTZ) basis sets. Then, as in the DMS + Cl case, fixed point
UCCSD(T) and DLPNO-UCCSD(T) calculations were performed,

0.967 A
N

0.959 A

2.618 A

DMS-H,0O
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using the UMO06-2X/aVTZ optimised stationary point geo-
metries, with the aug-cc-pvnZ (n= T and Q) basis sets. Extra-
polations were then carried out to obtain the CBS total energies
using eqn (1).

All electronic structure computations were carried out using
Gaussian 09°® and Gaussian 16° running on SEAGrid.*> ®® The
DLPNO-UCCSD(T) single point calculations were performed
using the ORCA package.®®”® Transition state theory (TST)
and TST including Wigner tunneling correction (TST + W) rate
coefficients were calculated using the KisThelP program.”*

3. Results and discussion
3.1 The DMS + Cl reaction

Schematic energy profiles for the DMS + Cl reaction channels
obtained in this work at the UM06-2X/aVTZ level are shown in
Fig. 1, and the computed relative energies, enthalpies (AHﬁzggK)
and free energies (AGf,osx) Of the stationary points relative to
the reagents are shown in Table 2 and Table S4 (ESIt). The
agreement between the UCCSD(T) and DLPNO-CCSD(T) values
in these tables is good with the difference between the
UCCSD(T) and DLPNO-UCCSD(T) results for a given basis set
(aVTZ or aVQZ) being small (<1 kcal mol ') with the DLPNO
values being slightly more positive than the UCCSD(T) values.
On comparing the extrapolated UCCSD(T)/CBS results with the
DLPNO-UCCSD(T)/CBS values for all the stationary points, a
difference of <1 kcal mol ™" (ranging between 0.1 to 0.8 keal mol %)
can be seen. This is in good agreement with a previous report
where it was found that for hydrogen abstraction reactions the
DLPNO-CCSD(T) results compare satisfactorily with CCSD(T)
results within an uncertainty of 0.5 keal mol *.”>

@ 2.599 A
0.962 A

DMS-Cl

Fig. 3 UMO06-2X/aVTZ optimised geometries for DMS-H,0O, Cl-H,O and DMS-CL.

CI-H,O

Table 3 Computed reaction energy (AEs, kcal mol™?) without ZPE correction, reaction free energy (AG¢29gx. kcal mol™) and equilibrium constant (Keg)

at 298 K for the formation of (a) DMS-H,0O, (b) Cl-H,O and (c) DMS-Cl

(a) (a) (a) (b) (b) (b) (c) () ()
Pathway AE, AGhrosk  Keg AE, AGhrosk  Keg AE, AGhrosk  Keg
UB3LYP/aVTZ —4.0 3.53 2.6 x 10°° —6.2 —0.10 1.2 —23.3 —16.1 6.1 x 10!
UMP2/avVDZ —6.5 1.48 8.3 x 1072 -3.0 2.13 2.7 x 1072 —20.7 —13.1 3.9 x 10°
UMO06-2X/avDZ —6.3 3.26 4.0 x 107° —5.6 0.48 45 x 107" —24.0 —16.8 2.2 x 10*?
UMO06-2X/aVTZ —5.9 2.54 1.4 x 1072 —5.0 0.55 4.0 x 107" —23.5 —16.2 8.0 x 10"
UCCSD(T)/CBS//UM06-2X/aVDZ ~ —5.2  3.16 4.8 x 10 -3.6  2.01 4.5 x 10" —21.5 —14.4 3.5 x 10"
UCCSD(T)/CBS//UMO06-2X/aVTZ —-5.3 3.13 51 x 10 -5.3 2.01 4.4 x 10" -21.6 —14.4 3.7 x 10"
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Table 4 Estimated concentration ratios of DMS-H,O, Cl-H,O and DMS-Cl in the troposphere obtained using the appropriate Keq values in Table 3

UMO06-2X/avDZ UMO06-2X/aVTZ

UCCSD(T)/CBS//UM06-2X/aVDZ UCCSD(T)/CBS//UM06-2X/aVTZ

[DMS-H,0]/[C1-H,0] 2.6 x 10" 1.0 x 10°
[DMS-H,0]/[DMS-Cl] 1.3 1.3 x 10"
[DMS-Cl}/[C1-H,0] 2.0 x 10* 8.0 x 10°

Fig. 1 shows that channel A (hydrogen abstraction) and
channel C’ (formation of adduct 1) are likely to be the domi-
nant channels at tropospheric temperatures. This is in good
agreement with available experimental evidence®'>® which
shows that channel A dominates at low pressure but at higher
pressures channel C’' becomes competitive with channel A.
It was noted earlier that adduct 1 [(CH;),SCl] has been detected

Table 5 DMS + Cl + H,O: Relative electronic energies (AE, kcal mol™),
relative enthalpies (in brackets, AHogk, kcal mol™)? and relative free

3.2 x 10* 3.4 x 10*
1.0 x 10> 1.0 x 10?
3.1 x 10% 3.4 x 10*

by electron impact mass spectrometry,>* cavity-ring down laser
spectroscopy®> and UV-visible absorption spectroscopy.>®
Channel B, which produces CH3S and CH;Cl, is the most
exothermic. However, it has a high transition state (TS2; at a
relative energy of +18.3 kcal mol ™' in Fig. 1) between the

Table 6 DMS + Cl +H,O: Relative electronic energies (AE, kcal mol™),
relative enthalpies (in bracket, AH??298K, kcal mol™)? and relative free
energies (in italic, AG?,’ZQBK, kcal mol™) for channel B. A more detailed
version of this table is given in the ESI (Table S6)

energies (in italic, AGf»ogk, kcal mol™?) for the channel A. A more detailed UMO06- UCCSD(T)/CBS// DLPNO-UCCSD(T)/
version of this table is given in the ESI (Table S5) 2X/aVTZ UMO06-2X/aVTZ CBS//UM06-2X/aVTZ
UM06-  UCCSD(T)/CBS// DLPNO-UCCSD(T)/ ~ Pathway (a)
2X/aVTZ UMO06-2X/aVTZ CBS//UM06-2X/avTz ~DPMSH,0 +Cl —44  —3.8 —3.7
(—4.5) (-3.9) (—3.8)
Pathway (a) 2.5 3.1 3.2
DMS-H,0 + Cl —4.4 —3.8 3.7 DMS-H,0 + Cl —» —15.5 —-12.1 —10.8
(—4.5)  (-3.9) (-3.8) DMS-H,0-Cl-3 (-16.1) (—12.6) (—11.4)
2.5 3.1 3.2 —1.6 1.9 3.1
DMS-H,0 + Cl —» —26.0 —23.5 —22.8 TS2-H20-A 9.8 12.9 13.6
DMS-H,0-Cl-1 (—26.2) (—23.7) (—23.0) (9.3) (12.4) (13.2)
—-11.8 9.3 —8.6 23.8 26.9 27.7
TS1-H,O0-A —-7.7 b —-2.6 MS2-H20-1 —18.4 —14.8 —14.0
(-8.2) (=3.1) (-18.3) (—14.8) (—14.0)
6.3 11.4 —5.4 —-1.9 —1.1
TS1-H,0-B —141  —12.0 —11.1 Pathway (c)
(-14.7) (-12.5) (-11.7) DMS-Cl + H,0 —22.7  —20.9 —-20.3
0.0 2.2 3.0 (=23.1) (-21.2) (=20.7)
MS1-H,0-1 —15.8 —16.6 —15.8 —16.2 —14.4 —-13.8
(-15.4) (-16.2) (—15.4) DMS-Cl + H,0 — —29.5  —26.9 —~26.0
-3.6  —4.4 —-3.6 DMS-Cl-H,0-4 (-30.0) (—27.4) (—26.7)
Pathway(c) —-14.9 -12.2 —11.4
DMS-CI + H,O —22.7 —20.9 —20.3 TS2-H,O-B 32.1 34.6 35.7
(=23.1) (-21.2) (=20.7) (31.7)  (34,2) (35.3)
—16.2 —14.4 —13.8 46.2 48.7 49.8
DMS-Cl + H,O — —29.9 —27.3 —26.5 MS2-H,0-2 —18.8 —15.4 —14.8
DMS-H,0-Cl-2 (—=30.5) (—27.9) (—27.1) (—18.7) (—15.4) (—14.7)
—15.1 —12.5 —11.7 —6.1 2.7 —2.1
TS1-H,O0-C —4.7 -1.1 0.3 DMS-Cl + H,O — —29.9 —27.3 —26.5
(-6.4) (-2.7) (-1.4) DMS-Cl-H,0-2 (=30.5) (—27.9) (=27.1)
11.2 14.8 16.1 —15.1 —-12.5 —-11.7
MS1-H,0-2 —18.1 —18.7 —-17.9 TS2-H,O0-C 31.7 34.1 35.2
(-18.3) (-18.9) (-18.1) (31.2)  (33.7) (34.7)
—4.1 —4.7 -3.9 46.0 48.5 49.5
CH3SCH,-H,0 + HCl  —12.4 —13.5 —12.9 MS2-H,0-3 —17.6 —-14.9 —14.4
(-11.9) (-13.0) (-12.4) (-17.3) (—14.6) (—14.0)
—7.1 —-8.2 —7.6 —5.6 —-2.9 —2.3
CH;SCH, + HCI'H,0 —13.0 —15.0 —14.6 CH;S + CH;CI-H,O —13.8 —12.4 —12.2
(-12.7) (-14.7) (—14.4) (-13.9) (—12.5) (-12.3)
-9.7 —11.7 —11.4 —10.9 —-9.5 -9.3
CH,SCH, + HCI + H,0 —9.1 -111 —10.8 CH,S-H,0 + CH;Cl —15.0 —13.4 —13.1
(-8.2) (-10.2) (—10.0) (-15.2) (~13.6) (—13.4)
—11.5 —13.5 —13.2 —-10.9 -9.3 —-9.0
CH,S + CH,Cl + H,0 —11.1  —10.1 —10.0
% The thermal correction to the enthalpy obtained using the UM06-2X/ (-11.2) (~10.2) (-10.1)
aVTZ method was added to the UCCSD(T) single point energy (ZPE _14.2 —13.2 ~13.1

is included in the electronic energies).  Reliable value could not be
obtained; calculations were very lengthy involving several re-starts, thus
extrapolation to the CBS limit could not be performed. However,
a reliable DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ value was obtained.

This journal is © the Owner Societies 2023

¢ The thermal correction to the enthalpy obtained using the UM06-2X/
aVTZ method was added to the UCCSD(T) single point energy (ZPE is
included in the electronic energies).
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reagents and product complex (MS2) and therefore, the rate
coefficient of this pathway at temperatures relevant to the
troposphere (200-300 K) will be very low. Channel C, which
produces CH;3SCl + CH3, also has a relatively high TS (TS3) of
+8.8 kcal mol .

The standard reaction enthalpies of channels A, B, C and C’
were computed by Resende and Almeida in ref. 27 at the
UQCISD(T)/DZP//UMP2/DZP level as —2.5, —8.5, +13.1 and
—12.7 kecal mol ™', respectively. (see Table S1, ESIf). We
repeated these calculations at the same level and obtained
values of —3.0, —7.5, 20.9 and —11.4 kcal mol *. Improving
the basis set from DZP to aVDZ gave values of —6.0, —9.4, 12.7
and —12.3 keal mol™' (UQCISD(T)/aVDZ//UMP2/aVDZ values)
(see Table S3, ESIt). These latter values are in better agreement
with the experimentally derived values of (—9.4 + 1.5), (—10.1 +
0.8), (8.0 &+ 1.7) and ~—20.0 kcal mol'. Our M06-2X/aVDZ
values are —7.0, —10.4, 9.1 and —23.6 kcal mol™' and for
channels A, and C’, respectively, where we carried out
UCCSD(T)/CBS//UMO06-2X/aVDZ  calculations, we obtained
—9.8 and —21.1 kcal mol " for these channels (see Table S3,
ESIt) in good agreement with the expected values of
(-9.4 + 1.5), and ~—20.0 kcal mol™'. Our M06-2X/aVTZ
values for channels A, B, C and C’ are —8.2, —11.2, +6.4 and
—23.1 keal mol ', respectively, and our UCCSD(T)/CBS//UMO06-
2X/aVTZ values for A and C’ are —10.2 and —21.2 kcal mol *
(Table 2). A comparison of the potential energy profiles
obtained by Resende and Almeida®” with those obtained in
this work is given in the ESIt section.

Channel A
DMS+H,0 + CI

DMS + Cl + H,0
0

View Article Online
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UMO06-2X/aVTZ structures for stationary points obtained in
this work on the potential energy surface of channels A and C’
including selected geometrical parameters, are shown in Fig. 2.
A discussion of the geometrical parameters of these stationary
points, shown in Fig. 1 and 2, is given in the ESI{ section.

3.2 The DMS + CI + H,O reactions

3.2.1 The role of DMS-H,0, Cl-H,0 and DMS.CI complexes.
The presence of water in the marine boundary layer of the
earth’s atmosphere means that hydrated complexes need to be
considered. In general, in the DMS + Cl + H,O reaction system,
three-body collisions are of low probability and the more
probable route to formation of a 3-body complex is via collision
of two bodies to make a 2-body complex followed by interaction
of the 2-body complex with a third species. Therefore, the DMS
+ Cl reaction has three possible initial pathways in the presence
of a single water molecule: the reaction of DMS-H,O with Cl
(Pathway (a)), the reaction of Cl-H,O with DMS (Pathway (b))
and the reaction of DMS-Cl with H,O (Pathway (c)).

Pathway(a) DMS + H,O = DMS - H,O

DMS,0 + Cl — products

Pathway(b) Cl+H,0 = Cl-H,0
Cl-H,O0 + DMS — products
Pathway(c) DMS + Cl = DMS - Cl

DMS - Cl + H,0 — products

TS1°H,0-A +oml) CHSCH,+
DMS+H,0 + CI 27 HCI + H,0
44 26) CH,SCH,*H,0 9.1
) ’ (3.7) +HCI (-10.8)
e, ( -12.4
)\ & & 5] (129)

¢

DMS<H,0+Cl-1
-26.0

CH,SCH,
/ +HCI*H,0

-13.0
“o  MSI1eH,0-1
% -15.8

(-14.6)
(-15.8) %kr
*‘)}Ck ?! \Qo" P~

Fig. 4 Channel A, pathway (a). Energy profile for the reaction of DMS-H,O + Cl using the UM06-2X/aVTZ and DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ
(within brackets) methods. The relative electronic energies (AE) including ZPE are reported in kcal mol™.
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The complexes DMS-H,0, CI-H,O and DMS-Cl and their
reactions were investigated computationally to estimate which
pathway is likely to be dominant under typical conditions in the
marine boundary layer (see computed UMO06-2X/avDZ and
UMO06-2X/aVTZ structures in Fig. 3 and Fig. S4, ESIT).

The DMS-H,0 complex has several configurations depend-
ing on the orientation of the water molecule. The most stable
DMS-H,0 complex obtained using the UMO06-2X/aVDZ and
UMO06-2X/aVTZ methods is displayed in Fig. 3 and Fig. S4 (ESIf)
(which also shows computed DMS-Cl and Cl-H,O structures).
In the optimised geometry of the DMS-H,0O complex, water is
located with its O atom in the Cy plane where the S atom lies,
with its H atoms out of the C; plane, with the S-H bond
distance of 2.411 A computed with both methods. These values
are in agreement with reported data obtained using the B3LYP/
6-311G(d,p) (S-H: 2.487 A)®” and MP2/cc-pVTZ (S-H: 2.418 A)*°
methods. The minimum energy UM06-2X/avVDZ and UM06-2X/
aVTZ structures computed for the reaction between Cl and
water is also shown in Fig. S4 (ESIt) where the ClI-O bond
distance is 2.577 A and 2.599 A, respectively. The computed
UMO06-2X/avVDZ stabilisation energies (without ZPE) of DMS-
H,0 and CI-H,O are —6.3 and —5.6 kcal mol ™", respectively.

View Article Online
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These stabilisation energies are slightly more positive at the
UMO06-2X/aVTZ level: —5.9 kcal mol™* for DMS-H,O and
—5.0 keal mol™* for CI-H,O (Table 2).

The equilibrium constants (K.q) at 298 K for the formation of
DMS-H,0, Cl-H,0 and DMS-Cl (pathways (a), (b) and (c)) were
calculated and are listed in Table 3. They were calculated using
equation (2):

Keq = exp(—AGP05x/RT) (2)

where AG??ZQSK is the standard relative free energy with respect
to the separate reactants.

The concentration of DMS in the atmosphere is about
200 ppt at sunrise and 120 ppt by late afternoon.”® Thus, as
the total number of density of air at 1 atm and 298 K is 2.46 X
10" molecules cm™, the afternoon concentration of DMS
(120 ppt) is expected to be ~2.95 x 10° molecules cm™>. The
estimated day-time global average concentration of Cl is
10® atom cm® and the concentration of water is 7.38 x
10" molecules cm * in the marine boundary layer with 100%
humidity.*® These concentrations were used with the K. values in
Table 3 to estimate the [DMS-H,0]/[C]-H,0], [DMS-H,0}/[DMS-ClI]

Channel A
DMS-CI + H,0O
............. Q
DMS + Cl + H,0
0 a{ ( ‘K
TS1°H,0-C ){ r + -9

47 v .

(0.3) , . .
+o=@  CHiSCH,+

g HCI + H,0
CH;SCH,*H,0 9.1
+HCI (-10.8)
124
(-12.9)
CH;SCH,
+HCI*H,0
-13.0
(-14.6)
MS1+H,0-2 )\
A18.1 >( \ ]f
(-17.9)
DMS+CI + H,O

-22.7

IXP
I

Fig. 5 Channel A, pathway (c). Energy profile for the reaction of DMS-Cl + H,0O using the UM06-2X/aVTZ and DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ
(within brackets) methods. The relative electronic energies (AE) including ZPE are reported in kcal mol™. Note DMS-H,0O-Cl-2 also occurs in Fig. 7.
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and [DMS-CI]/[CI-H,O] ratios in the troposphere and these are
shown in Table 4.

On the basis of the calculated concentration ratios using the
UMO06-2X/aVDZ and UMO06-2X/aVTZ methods, it can be con-
cluded that [DMS-H,0] and [DMS-Cl] are significantly greater
than [Cl-H,O], indicating that pathways via [Cl-H,O] (Pathway
(b)) are not important relative to those via DMS-H,O (Pathway
(a)) and DMS-CI (Pathway (c)). Also, improved relative energies
and AG{,osx values for pathways (a), (b) and (c) obtained via
fixed point UCCSD(T) calculations extrapolated to the CBS limit
lead to the same overall conclusion i.e. based on these approx-
imate calculations it is expected that [DMS-H,0] > [DMS:CI] »
[CI'-H,0], and, therefore, reactions that proceed via [Cl-H,O] +
DMS are not significant.

As has already been outlined, in the absence of water,
channel A (production of CH3SCH, + HCI) and channel B
(production of CH3S + CH;Cl) are both exothermic whereas
channel C (production of CH3;SCl + CHj) is endothermic.
Computed relative electronic energies (AE, kcal mol %), relative

View Article Online
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enthalpies (AH??ZQSK, kcal mol™") and relative free energies
(AG&%K, kcal mol™") for the channels A and B are given in
Tables 5 and 6, Tables S5 and S6 (ESIt) respectively. Fig. 1
shows that channel A proceeds via a submerged TS (TS1)
whereas channel B has a significant energy barrier in the
forward direction via TS2. In the presence of water, the
mechanisms of both these reactions are changed significantly
as can be seen on comparing Fig. 1 with Fig. 4 and 5 (for
channel A) and Fig. 1 with Fig. 6 and 7 (for channel B). For
channel A in the presence of water, the reaction still occurs via
submerged TSs with the submerged TS being lower via DMS-
H,O0 + Cl (Fig. 4, pathway (a)) than via DMS-CI + H,O (Fig. 5,
pathway (c)). The lowest TS is TS1.H,O-B in Fig. 4. However, in
the presence of water channel B still has significant energy
barriers in the forward direction (with TSs of TS2-H,0-A, Fig. 6
and TS2-H,O-B, Fig. 7). It can be seen that water does not give
rise to a significant lowering of the activation energy barrier for
channel B such that channel B becomes competitive with
channel A. Channel A and complex formation (channel C’)

Channel B
DMS*H,0 + Cl

Q

TS2H,0-A

9.8

(13.6)

DMS + Cl + H,0
0

DMS-H,0 + Cl
4.4
(:3.7)

e

DMS+H,0+Cl-3
-15.5

(-10.8)

Q,

}sﬁ»‘e—o

CH,S + CH;Cl

r¥,~9+;z) Yo O

111
CH;S + CH,CI*H,0 (-10.0)
-13.8

(-12.2)

CH,S*H,0 + CH,CI

-15.0
(-13.1) »
MS2+H,0-1 ’i , +a
184 A N AR
(-14.0) 1

o

Fig. 6 Channel B, pathway (a). Energy profile for the reaction of DMS-H,O + Cl using the UM06-2X/aVTZ and DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ
(within brackets) methods. The relative electronic energies (AE) including ZPE are reported in kcal mol™.
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are still the dominant reaction channels in the presence of
water. More detail on the comparison of Fig. 1 with Fig. 4 and 5
(for Channel A) and Fig. 1 with Fig. 6 and 7 (for Channel B) is
given in the ESIT section. The structures of the TSs in Fig. 4-7
are shown in Fig. 8.

The possibility of forming products from a reaction inter-
mediate through an internal rearrangement was considered by
taking the reaction intermediate DMS-H,0-Cl-2, as an example.
A stepwise reaction sequence of the type

DMS-H,0:-Cl-2 - DMS-OH-HCIl —» DMS-OH + HCI —
CH;SCH, + H,0 + HCI (3)

was investigated. However, at the UM06-2X/aVTZ level the only
TS that could be located from DMS-H,0O-Cl-2 was TS1-H20-C
(Fig. 5) and this decomposes as shown in Fig. 5 via MS1-H20-2
to the products CH3;SCH, + HCI + H,0.

The results of the TST and TST + W rate coefficient calcula-
tions carried out for DMS + Cl and DMS + Cl in the presence of
water are shown in Table S7 (ESIT). As expected, for DMS + Cl
in the absence of water the pathway with the highest rate

View Article Online
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coefficient at 298 K is channel A via TS1 (see Fig. 1). For
DMS + Cl in the presence of water, reactions that proceed via
DMS-Cl + H,O (Fig. 5 and 7) have rate coefficients which are
lower. For DMS-H,0 + Cl channels (Fig. 4 and 6), the only
pathway which has a rate coefficient comparable to that of the
DMS + CI reaction is the one which goes via channel A via
TS1-H20-B (Fig. 4). The pathway through channel A via
TS1-H,0-A has a rate coefficient which is approximately four
orders of magnitude lower (see Table S7, ESIT and Fig. 4). The
computed equilibrium constant (K.q) for formation of DMS-
H,O of 5.1 x 10> (Table 3, UCCSD(T)/CBS//UM06-2X/aVTZ
value) and the partial pressure 7.38 x 10" molecules cm > of
H,0 (100% humidity value) were used to calculate, [DMS-H,O]/
[DMS], to be 1.5 x 10 *. This is consistent with the K., and
[DMS-H,0]/[DMS] values calculated at 298 K of 6.1 x 10~ * and
2.0 x 10~ * respectively, obtained at the MP2/cc-pVIZ//B3LYP/
aVTZ level in ref. 39. Therefore, because of the low [DMS-H,0],
even if the route via DMS-H,O + Cl pathway (a) via channel A
through TS1-H,O-B has a room temperature rate coefficient
comparable to that of the reaction in the absence of water, DMS
+ Cl in the absence of water will still be the dominant reaction

Channel B
DMS-CI + H,O

TS2+H,0-B

32.1

DMS + Cl + H,0
0

DMS*CI + H,0™\_
-22.7 “(-26.0)

o. 99 DMS+H,0-Cl1-2

29.9

}(}(+ ¥ @ 63
X

=

TS2+H,0-C
31.7
(35.7)

‘“\,)_ ,L)+¢5—0
\ 7 CH;S + CH;CI
R el

4 \- +H0
€  CHS + CH,CIH,0

-11.1
MS2:H,0-3  -1338 (-10.0)
Y 176 (-12.2)

Z#~"CH,S*H,0 + CH,Cl

| p—

MS2+H,0-2 H
188 c13.1)
(-14.8) VT o

Fig. 7 Channel B. pathway (c). Energy profile for the reaction of DMS-Cl + H,O using the UM06-2X/aVTZ and DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ
(within brackets) methods. The relative electronic energies (AE) including ZPE are reported in kcal mol™.
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TS1+H,0-C

2363 A

HI x
2443 A .

1.080 A $H
1.076 A 2471 A@
H2
H3

TS2+H,0-B

TS2+H,0-A

TS2<H,0-C

Fig. 8 UMO06-2X/aVTZ optimised geometries of TS1-H,O-A, TS1-H,0-B, TS1-H,O-C, TS2-H,O-A, TS2-H,0O-B and TS2-H,0O-C.

via channel A via TS1 even under high humidity levels. An
equivalent calculation for [DMS-CI]/[DMS] gives this ratio as
1.5 x 10™°, with K.q = 3.7 x 10" for pathway (c) (Table 3) and
[C]] = 10° em™>. Clearly water changes the mechanisms of the
DMS + Cl reactions significantly but the presence of water is not
expected to change the dominant reaction or overall reaction
rate coefficient under atmospheric conditions. Nevertheless,
this study will be an important precursor in an equivalent study
of the reaction of DMS with Cl, in the presence of water.

4. Conclusions

The atmospherically important reaction DMS + Cl, and the
effect of water on this reaction, have been investigated using
electronic structure methods with the M06-2X density func-
tional. In the absence of water, hydrogen atom abstraction from

4790 | Phys. Chem. Chem. Phys., 2023, 25, 4780-4793

DMS to give CH3SCH, + HC], and Cl addition to DMS to form
the adduct DMS-CI, are found to be the dominant reaction
channels. These channels are both exothermic (reaction enthal-
pies, AH{,5, = —10.0 and —20.7 keal mol ™" at the DLPNO-
UCCSD(T)/CBS//UM06-2X/aVTZ level). Another channel leading
to the formation of CH3;S + CH;Cl is also found to be exother-
mic (AH{,05 = —10.1 keal mol ™" at the DLPNO-UCCSD(T)/CBS//
UMO06-2X/aVTZ level) but it has a high reaction barrier in the
forward direction (TS1 = 18.3 kcal mol ' at the DLPNO-
UCCSD(T)/CBS//UM06-2X/aVTZ level). The only other reaction
channel, production of CH3;SCI + CH3;, is endothermic and is
not important under atmospheric conditions.

In the presence of water, reactions which proceed via (a)
DMS-H,0 + Cl, (b) CI-H,O + DMS and (c) DMS-CI + H,0 were
considered. However, it was found that, under atmospheric
conditions, reactions via pathway (b) are of minor impor-
tance relative to those that proceed via pathways (a) and (c).
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The reaction mechanisms for formation of CH;SCH, + HCI,
CH,S + CH;Cl, and DMS-CI are altered significantly in the
presence of water. The CH3SCH, + HCI channel occurs via
submerged TSs and is expected to be rapid. The CH;S + CH;Cl
channel occurs via TSs which present significant energy bar-
riers (13.6 kcal mol ™" via DMS-H,0 + Cl and 35.7 kcal mol ™" via
DMS-Cl + H,0 at the DLPNO-UCCSD(T)/CBS//UM06-2X/aVTZ
level) indicating that this channel is not significant in the
presence of water relative to CH3SCH, + HCI production, and
DMS-Cl adduct formation, as is the case in the absence of
water. The hydrated adduct DMS-CI has a different minimum
energy structure when formed from DMS-H,O + Cl or from
DMS-Cl + H,0. TST calculations show that formation of
CH;SCH, + HCl via pathway (a) is faster than via pathway (c).

This study has shown that water changes the mechanisms of
the DMS + Cl reactions significantly but the presence of water is
not expected to change the dominant reaction or affect the
overall reaction rate coefficient under atmospheric conditions
as the DMS + CI reaction has a rate coefficient at room
temperature close to the collisional limit. However, this will
probably not be the case for the DMS + Cl, reaction which has a
room temperature rate coefficient which is four orders of
magnitude lower than that of DMS + CL
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