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Secondary Organic Aerosol (SOA) formation during the photolysis and OH-photooxidation of a-methylstyrene
was investigated using a simulation chamber at atmospheric pressure and room temperature (296 + 1) K. a-
SOA Methylstyrene concentration was followed by gas chromatography with a mass spectrometric detector (GC-MS)
NOx . = and the aerosol production was monitored using a Fast Mobility Particle Sizer (FMPS). The effect of varying a-
i:ﬂ:;:fichl:;l:id:zrosols methylstyrene (0.5 ppm - 2 ppm) and NOx (0.5 ppm - 1.0 ppm) concentrations on SOA formation was explored,

as was the effect of the relative humidity (RH) (5-50%) and the presence of inorganic seed particles. Results
indicate that SOA yields increase at higher a-methylstyrene concentrations; low NOx and high RH conditions
favour more rapid aerosol formation and a higher aerosol yield; SOA formation is independent of seed surface
area, within the studied range, for both inorganic seed particles ((NH4)>SO4 and CaCl,). An off-line chemical
analysis using a filter/denuder sampling system and GC-MS confirms acetophenone as the main gas phase
product in both processes, photolysis and photooxidation. For the first time, SOA composition in a-methyl-
styrene degradation was analysed, observing acetophenone and acetol as products present in the formed aerosol

in presence and absence of NOx.

1. Introduction

Organic material significantly contributes ~20-50% to the total
fine aerosol mass at continental mid-latitudes and as high as 90% in
tropical forested areas (Kanakidou et al., 2005). This organic aerosol
consists of primary organic aerosol (POA) emitted directly into the at-
mosphere and secondary organic aerosol (SOA), which can be either
natural or anthropogenic, formed in the atmosphere by gas-particle
conversion processes such as nucleation, condensation and hetero-
geneous chemical reactions (Hallquist et al., 2009). SOA composes up
to 80% of all organic aerosols (Zhang et al., 2007) and contribute to the
attenuation of regional visibility (Hand and Malm, 2007), climate
change (Stocker et al., 2013) and it presents potential health hazards
(Pope and Dockery, 2006). However, the chemistry and physics of SOA
are poorly understood, and, despite significant efforts, model-predicted
atmospheric SOA loadings are consistently and significantly different
from field-measured loadings (Kanakidou et al., 2005; Zhang et al.,
2007; Kroll and Seinfeld, 2008; Gouw and Jimenez, 2009; Dzepina
et al., 2009).
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Among the various organic compounds, aromatic hydrocarbons are
one of the types of organic aerosol precursors which have drawn the
most attention due to their abundance in the air and their high SOA
contribution in urban atmospheres (Lewandowski et al., 2008; Yuan
et al.,, 2013). In this sense, styrene and its derivatives, including a-
methylstyrene are aromatic compounds present in polluted areas
(Okada et al., 2012; Knighton et al., 2012; Gentner et al., 2013; Zhang
et al., 2017), potentially leading to SOA and photochemical ozone
formation (Diaz-de-Mera et al., 2017; Berezina et al., 2017; Tajuelo
et al., 2019a). a-Methylstyrene emissions come from its use in the in-
dustry, since it is used to improve the hardness and resistance of
polymers against high temperatures, mainly in plastics, rubbers and
coatings (Lewis et al., 1983). Other uses of a-methylstyrene include
applications in musk oil fragrances, plasticizers in paints, waxes and
adhesives (Santodonato et al., 1980). The International Agency for
Cancer Research (IARC (International Agency of Research for Cancer),
2019) has classified it as possible carcinogenic to humans, based on
results of experimental inhalation studies in which enough evidence for
carcinogenicity was found in animals (NTP (National Toxicology

Received 28 May 2019; Received in revised form 17 July 2019; Accepted 22 July 2019

Available online 24 July 2019
0169-8095/ © 2019 Elsevier B.V. All rights reserved.


http://www.sciencedirect.com/science/journal/01698095
https://www.elsevier.com/locate/atmosres
https://doi.org/10.1016/j.atmosres.2019.104631
https://doi.org/10.1016/j.atmosres.2019.104631
mailto:Anamaria.rodriguez@uclm.es
https://doi.org/10.1016/j.atmosres.2019.104631
http://crossmark.crossref.org/dialog/?doi=10.1016/j.atmosres.2019.104631&domain=pdf

M. Tajuelo, et al.

Programa), 2007). Once in the atmosphere, a-methylstyrene can be
degraded by oxidation with the main tropospheric oxidants, although
its dominant atmospheric loss process is clearly its reaction with OH
radical (Tajuelo et al., 2019b). These reactions give rise to gas phase
products (Bignozzi et al., 1981; Le Person et al., 2008; Tajuelo et al.,
2019b), but SOA formation is also expected, since the aerosol formation
from the styrene photolysis and oxidation with OH radicals and ozone
has been reported previously (Diaz-de-Mera et al., 2017; Tajuelo et al.,
2019a), and both compounds are structurally similar.

SOA formation is strongly dependent on the environmental condi-
tions under which this aerosol is formed. Inorganic and organic mass
loading, particle acidity, NOx (NO and NO,) level and relative humidity
(RH) affect the SOA yields and their composition. In this way, the level
of NOx has been found to be highly influential in SOA formation from a
variety of compounds. Generally, a higher SOA yield is observed under
low-NOx conditions, although this fact changes dependent on the pre-
cursor organic compound (Ng et al, 2007a; Ng et al, 2007b;
Kleindienst et al., 2012; Li et al., 2014; Sarrafzadeh et al., 2016). Water
plays also an important role in the formation of SOA in aromatic
compounds photooxidation. Numerous studies about the humidity ef-
fect on SOA formation have been carried out, in which positive, nega-
tive and even non-significant effects have been observed dependent on
the organic precursor considered. (Cocker III et al., 2001; Healy et al.,
2009; Jia and Xu, 2010; Kamens et al., 2011; Zhou et al., 2011; Jia and
Xu, 2014). The same applies to the influence of inorganic seeds on SOA
mass yields, where again contradictory results are found (Zhou et al.,
2011; Kamens et al., 2011; Zhang et al., 2012; Huang et al., 2017). One
of the reasons to account for the discrepancies among different studies
is the surface area of seeds. This factor is important due to competition
for SOA-forming vapour deposition between the chamber wall and the
seed particles (Huang et al., 2017).

Therefore, it is crucial to explore SOA formation mechanisms from
anthropogenic precursors, analysing the effect of different NOx, RH and
seed particles levels. For this reason, this study aims at (i) analysing for
the first time the possible formation of SOA from a-methylstyrene at-
mospheric oxidation, both by photolysis and by photooxidation with
hydroxyl (OH) radicals; (ii) investigating the role of NOx, RH and in-
organic seed particles presence on this formation; (ii) characterizing the
chemical composition of the products obtained in above processes, both
in gas and particulate phase. The results obtained in this work might be
used in air quality models representing different environmental con-
ditions.

2. Experimental section

Four different types of experiments were performed in this study,
each with different objectives. The first type is the reference experi-
ment, which consisted in observing SOA formation from a-methyl-
styrene photolysis and its photooxidation with OH radicals, in the ab-
sence of NOx and low RH at variable a-methylstyrene initial
concentration. The results of this type of experiment will be compared
with the rest of experiments. The second type of experiment was per-
formed in presence of water vapour to analyse the differences in the
SOA formation induced by the particle liquid water content. For the
third type of experiment, NOx was introduced into the smog chamber,
and provided additional insight into the impact of NOx on SOA for-
mation. Finally, inorganic seed particles, in particular (NH4)»SO4 and
CaCl,, were introduced into the chamber to act as substrates onto which
the gas-phase products may condense.

2.1. Chamber experiments

The experimental system and the procedures used in this work have
been described at great length previously (Tajuelo et al., 2019a). Only
details relevant to the present study are briefly described below. Ex-
periments were performed in a 500L Teflon bag housed in an
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isothermal cabinet with six fluorescent lamps (Philips TUV G13, 36 W)
mounted on the walls, under room temperature and atmospheric
pressure.

A previous study with only a-methylstyrene/air samples in the re-
actor showed that wall losses were negligible (Tajuelo et al., 2019b).
Before each experiment, the chamber was cleaned with synthetic air
(99.999%, Praxair) until the particle number concentration was < 20
particles cm ™3, which are completely negligible compared to the SOA
concentrations formed from o-methylstyrene. In absence of NOx, a
known volume of high-purity liquid a-methylstyrene (99%, Sigma-Al-
drich) was injected into the chamber and flushed with a flow of syn-
thetic air, both in photolysis and photooxidation experiments. In pho-
tooxidation experiments, OH radicals were generated by photolysis
(A = 254nm) of H,0, (60%, Fisher Scientific). The initial concentra-
tions of H,0,, when it was injected, and a-methylstyrene were 2 ppm
and 0.25-2 ppm, respectively. Before irradiation, the Teflon bag was
maintained in the dark for 1 h for the reactants to get mixed thoroughly.
OH concentrations were estimated from the measured a-methylstyrene
decay and the literature rate constant (Kon+ o-methylstyrene = (5.3 *
0.6) x10~ ' em® molecule™'s™ 1) (Bignozzi et al., 1981). The calcu-
lated average OH radical concentration (3.4 x 10° molecules cm ™) is
within the same magnitude of the 12h daytime average OH con-
centration in the troposphere (Hein et al., 1997).

To analyse the humidity effect on the SOA formation from a-me-
thylstyrene, water vapour was generated using a glass bubbler placed
just before the reactor inlet. The amount of water required for a given
RH was calculated and injected into the bubbler. The water was then
evaporated and flushed inside the reactor using synthetic air. RH was
varied in the experiments between 5% and 50%.

For experiments in presence of NOx, NO was introduced by flushing
pure N, (99.999%, Praxair) through a calibrated glass bulb filled to a
predetermined partial pressure of pure NO (Linde, 99.5%). a-
Methylstyrene, H,O, in photooxidation experiments, and NO were in-
jected and well mixed before lights were turned on to start the ex-
periment. Typical concentrations in these conditions were: a-methyl-
styrene = 0.5 or 2.0 ppm; H,O, = 2 ppm and NO = 1 ppm.

To investigate the seed aerosol effect on the growth of the SOA
formed from a-methylstyrene photolysis and photooxidation,
(NH4)»S04 (99%, Sigma) and CaCl, (97%, Sigma) were selected as
neutral and acid inorganic salt, respectively. CaCl, is one of the major
inorganic aerosol species during dust days, while (NH,),SO, is a major
constituent during haze days (Wang et al., 2006). These seeds were
produced by aspirating a 0.01 mol/L salt solution through a constant
output atomizer (TSI Inc., 3076), which were subsequently passed
through a diffusion dryer (TSI Inc., 3062) to decrease the humidity
below 12%. The initial seed concentrations in the chamber ranged
between 3000 and 10,0000 particles cm ™3, with a diameter of 50 to
80 nm.

2.2. Gas and particle phase measurements

a-Methylstyrene concentration was continuously monitored by gas
chromatography-mass spectrometric detection (GC-MS, Shimadzu
QP2010), using a capillary column (size: 30 m X 0.32mm X 1 m, Meta
X5 Teknokroma) maintained isothermally at 125 °C. RH, temperature
and NOx, were also monitored. The RH was measured by a humidity
sensor (Vaisala, HMT333). Without added water vapour, RH was ~ 5%.
The temperature was relatively constant at 20 °C (Crison, TM65) before
the experiments start and increased to a stable value of approximately
23°C after the lamps were turned on. NOx concentrations were mea-
sured with a chemiluminescence analyser (Environnement, AC3 2 M).

The formation of particles was followed by a fast mobility particle
sizer (FMPS) (TSI Inc., 3091) to obtain the particle size distribution and
total mass of particles with diameters within the range 5.6-560 nm
(Aranda et al., 2015). The total aerosol mass concentration was calcu-
lated from the measured particle size distribution assuming unit density



M. Tajuelo, et al.

and spherical particles. All experiments were conducted until the
aerosol mass was constant, corresponding to approximately 4-5h of
irradiation. The initial mass present in the reactor was measured before
turning on the lamps, thus the aerosol mass concentration (M,) was
calculated by subtracting the initial mass to the final mass. In the ab-
sence of NOx, aerosol seeds and low RH, the level of particles was below
20 particles cm ™3,

To determine the SOA wall loss rates, the lamps were turned off at
the end of the reaction and the aerosols were measured over a period of
1-2 h. The average loss rate of the total aerosol mass is measured from a
first-order decay. This method is effective in experiments that use low
seed aerosol surface area concentrations (< 3000 pmz cm ™) and the
coagulation is negligible (Nah et al., 2017).

The gas- and particle-phase products formed in the photolysis and
photooxidation of a-methylstyrene were analysed by an off-line ana-
lytical method. Thus, to collect the gas and particle phase products
separately, a denuder/filter system was used, which was made up of a
242 mm, 5-channel XAD4-coated annular denuder, a prebaked (500 °C
for 12h), 47 mm quartz fibre filter (Whatman 1851-047 QMA) and a
sampling pump at 25 L. min 7, all in series. The contents of the denuder
and filter were extracted using two 10 mL portions of methanol and
derivatized with 0-(2,3,4,5,6-Pentafluorobenzyl) hydroxylamine hy-
drochloride (PFBHA) (99%, Sigma). Then, 1 mL from each extract was
filtered using a PTFE membrane filter (pore size 0.45 pm) and reduced
under a nitrogen stream almost to dryness and reconstituted with n-
hexane (Acros Organics, > 97%). The extracts of both the gas (from
denuder) and particle phase (from filter) were analysed by GC-MS. A
detailed description of all the process has been previously published
(Tajuelo et al., 2019a).

3. Result and discussion
3.1. Aerosol formation

Table 1 summarizes the initial conditions for all experiments, as
well as the averaged results of at least two experiments for each ex-
perimental condition.

Fig. 1 shows typical concentration-time profiles (corrected for wall-
loss correction) obtained for a-methylstyrene in a reference experi-
ment, with low NOx (< 12ppb) and RH level (< 6%), both in the
photolysis and photooxidation. Particle formation was not observed
until ~35 min (photolysis) and ~12 min (photooxidation) of the start of
the reaction, with a fast increase in the particle number concentration
followed by a gradual decrease after reaching a maximum at 60 and
45 min for photolysis and photooxidation, respectively. This observa-
tion is consistent with an initial nucleation step producing a burst of
nanoparticles, followed by coagulation which results in an increase in
the mass of the particle, along with a corresponding decrease in the
number. After 5-6 h, SOA mass concentration reaches a plateau which
is consistent with slower rate of reaction due to the reduction of the
precursor concentrations. Moreover, the aerosol mass concentration
formed by photooxidation is higher than by photolysis, thus the SOA
formation is enhanced in presence of OH radicals.

Regarding the evolution of the particle size distributions with the
reaction time (see Fig. S1), the initial particles observed were very
small, with diameters starting around 7 nm, but they grew up fast until
a final maximum diameter of around 220 nm for the photolysis and
400 nm for the photooxidation. Due to its size, these kinds of particles
can be inhaled, reaching the lungs and causing serious health effects
(Breitner et al., 2011).

3.2. Effect a-methylstyrene initial concentration
A series of experiments were carried out to assess the effect of initial

a-methylstyrene concentration on the SOA formation. Table 1 shows
the results obtained in the maximum particle number concentration and
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aerosol mass concentration varying a-methylstyrene concentrations
from 250 to 2000 ppb. Both in photolysis and in photooxidation ex-
periments, the particle number and their growth were larger for higher
a-methylstyrene concentrations.

The overall organic aerosol yield (Y) was determined experimen-
tally as the ratio of organic aerosol mass concentration (Mo) to the mass
of the parent organic species consumed at the end of each experiment:

Y= Mo
Al — methylstyrene] (€]

The measured aerosol mass concentration had to be corrected in
each experiment for wall losses. The method has been described pre-
viously (Tajuelo et al., 2019a), where the first order particle-wall de-
position rate used was (1.10 = 0.85) X 10 °min~". The average
corrected Mo and the corresponding Y are reported in Table 1.

The data suggest again that the aerosol formation is affected by the
initial concentration of the organic precursor, with higher initial a-
methylstyrene concentrations leading to higher SOA yields. This result
is in accordance with reactivity, as increasing the initial hydrocarbon
concentration leads to the formation of a higher number of condensable
products and thus higher SOA mass concentration. Moreover, as the
organic aerosol mass directly affects the gas/particle partitioning by
acting as the medium into which oxidation product can be absorbed,
higher SOA mass leads to higher SOA yields.

SOA yields can be described by a widely-used semi-empirical model
based on absorptive gas-particle partitioning of semivolatile products
(Odum et al., 1996) in which Y of a particular hydrocarbon is given by:

Y =M Z ( aiKom,i ]
=M, _—
=\ 1+ Kom,iMo 2

where o; is the mass-based stoichiometric coefficient of semi-volatile pro-
duct i and Ky, is the gas-particle partitioning equilibrium constant. Gen-
erally, a one-product model has been proved sufficiently accurate to
describe the relationship between aerosol yield and mass (Tajuelo et al.,
2019a; Ng et al., 2007b; Lauraguais et al., 2012; Liu et al., 2019). In this
way, experimental data were fitted to Eq. (2) (see Fig. S2), resulting the
following parameters: o; = (3.05 + 0.05) X 1072 and Kp; = (1.03 *
0.14) x 10~ m®ug ™ for the photolysis; and o; = (4.54 + 0.08) x 102
and K = (5.78 * 0.78) x 10 >m>®ug~" for the photooxidation with
OH radicals.

Moreover, the validity of the approach of using the one-product
model was confirmed by plotting M, vs. consumed a-methylstyrene
concentration, since a linear dependence between both would indicate
that one-product model fits the SOA formation (Ng et al., 2006; Ahmad
et al., 2017). As shown Fig. 2, a good linear regression fit was obtained
for both processes, with a slope of (3.08 = 0.06) X 1072 and
(4.36 = 0.09) x 102 for the photolysis and photooxidation, respec-
tively, which seem to correspond to high-limit aerosol yields. As these
values and o; are very close, this suggests that the low-volatility com-
pounds formed in the reaction of a-methylstyrene degradation are
transferred almost completely into the particle phase (Coeur-Tourneur
et al., 2010).

SOA yields determined in this work and the results of the fittings
(Fig. 2 and Fig. S2) can be compared with those reported in our pre-
vious work for the photolysis and OH-photooxidation of styrene
(Tajuelo et al., 2019a). In both cases and for the same experimental
conditions (2 ppm of the hydrocarbon and low NOx and RH levels),
SOA yields measured for a-methylstyrene (2.8 and 4.3 for photolysis
and photooxidation, respectively) are slightly lower than those of
styrene (3.5 (photolysis) and 5.0 (photooxidation)). Generally, the ad-
ditional methyl groups in organic compounds decrease the vapour
pressure. Therefore, the vapour pressures of oxygenated products of a-
methylstyrene would be lower than those from styrene, and higher SOA
yields are expected for a-methylstyrene than for styrene. However, this
is opposite to observations from our experiments and other studies
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Table 1
Experimental conditions and averaged summary of the results. The uncertainties of SOA yields are the standard deviations of the calculated yields for replicate
experiments.
Exp. description [AMS]® (ppb) RH (%) [NO], (ppb) [NO,]o (ppb) Particle number x 10* (p/cm®) A[AMS]" (ug/m®) M, (ug/m%) SOA yield (%)
Dry and low NOx experiments
Photolysis 250 5.3 2.6 5.7 3.1 858.2 15.9 1.8 + 0.2
350 4.7 2.5 7.3 2.8 1245.4 29.3 24 * 0.5
500 4.9 2.2 6.9 4.3 2144.6 57.8 2.7 £ 0.3
750 5.1 2.8 7.9 4.9 3301.0 97.2 29 + 0.1
1000 5.2 1.9 9.5 5.0 4000.1 112.7 2.8 + 0.4
1500 5.4 3.4 9.3 6.0 5925.5 170.0 29 + 0.3
2000 5.0 2.4 5.7 6.4 8278.7 232.4 2.8 = 0.2
Photooxidation® 250 4.9 3.2 5.1 5.5 1103.9 30.8 2.8 + 0.2
350 5.3 3.9 7.5 5.1 1795.4 52.9 3.4 £ 03
500 4.8 2.7 6.2 5.0 2665.9 100.8 4.0 £ 0.5
750 5.5 2.4 8.9 4.8 3335.1 138.8 4.2 + 0.3
1000 5.4 1.9 7.2 4.4 4456.7 171.7 4.0 = 0.1
1500 5.5 2.8 6.4 4.8 6602.6 279.2 4.2 £ 0.2
2000 5.2 3.6 8.1 6.7 8364.3 357.2 4.3 * 0.3
Wet experiments with low NOx
Photolysis 500 25.9 2.5 6.7 4.8 1954.1 74.8 3.8 £ 0.7
500 48.5 1.4 8.6 7.4 2438.2 138.9 4.3 * 0.5
2000 26.3 2.8 7.8 7.7 8084.3 323.7 4.0 = 0.3
2000 50.1 3.4 9.5 8.6 8249.3 414.1 5.0 £ 0.6
Photooxidation” 500 24.8 1.6 5.8 6.1 2687.1 125.2 4.7 = 0.1
500 49.6 2.3 4.9 5.8 2684.4 135.6 51 + 0.4
2000 25.4 2.7 3.9 9.7 7038.0 385.7 55 * 0.6
2000 48.1 2.9 3.7 13.0 8417.5 504.3 6.0 £ 0.3
High NOx experiments in dry conditions
Photolysis 2000 5.2 888.6 17.2 3.4 x 10* 8990.7 223.5 25 * 04
Photooxidation” 500 5.8 1026.3 153.7 2.5 x 10* 2271.7 62.7 2.8 £ 0.5
2000 5.3 497.1 15.3 3.9 x 10* 9143.6 309.1 3.4 + 03
2000 5.1 898.9 79.6 3.3 x 10* 9377.9 276.0 29 * 0.2
High NOx experiments in wet conditions
Photolysis 2000 48.7 802.4 37.9 6.1 x 10* 8927.5 247.7 2.8 + 0.4
Photooxidation” 500 51.3 922.2 79.0 1.1 x 10° 2250.2 78.0 3.5 £ 03
2000 49.5 975.7 105.6 5.2 x 10* 9149.1 352.3 39 £ 05
2 2 ppm H,0,.

b AMS = a-methylstyrene.

about similar compounds (Johnson et al., 2005; Cao and Jang, 2007; Li
et al., 2016). This suggests that in addition to the gas—particle parti-
tioning, heterogeneous reactions in the aerosol are an important pro-
cess for SOA formed from aromatic compounds. This observation can be
explained considering that carbonyl compound, aldehydes and ketones,
are produced from the gas phase reaction of organic compounds with
OH radicals. Both types of compounds are involved in heterogeneous
reactions, however, their molecular structures impact heterogeneous
SOA growth. In general, aldehydes have higher reactivity and favour-
able equilibrium constants for formation of hydrates and hemiacetals
that are important intermediates for heterogeneous reactions (Carey
and Sundberg, 2000). Therefore, aldehydes result in greater SOA yields
than ketones. The oxidation of styrene produces more aldehydes
(Tajuelo et al., 2019a) leading to higher SOA yields, while the oxidation
of a-methylstyrene generates more ketones, as shown in section 3.5,
resulting in smaller SOA yields. This behaviour has been observed when
comparing ethylbenzene with isopropylbenzene (Li et al., 2016); and
toluene with 1,3,5-trimethoxybenzene (Cao and Jang, 2007) in photo-
oxidation experiments under low NOx conditions and dry conditions.

3.3. NOx and humidity effects

Photolysis and photooxidation experiments with different NOx
concentrations (low and high conditions) and different RH (dry and wet
conditions) were carried out in the absence of inorganic seed aerosols.
At low NOx concentration, the RH was changed at ~ 5%, 30% and 50%.
At high NOx concentration, the experiments were carried out at ~5%
and 50% of RH. Table 1 lists the conditions for these experiments.

At ~5% of RH, dry conditions, in high-NOx conditions, both the

mass and the number particles were lower than those at low NOx, in-
dicating NOx suppressed the new particle formation (Table 1). Fig. 3
shows the temporal evolution of a-methylstyrene, NOx and mass par-
ticle in these experiments, where SOA formation increased after NO was
depleted. Thus, in presence of NOx, the formation of first particles were
delayed regarding the same experiment in low NOx conditions.

These observations are in agreement with our findings for styrene
(Tajuelo et al., 2019a). NOx level plays a critical role in SOA formation,
by governing the reactions of organo-peroxy radicals (RO,) (Song et al.,
2005; Song et al., 2007). As the mechanism shows (Fig. 4), under low-
NOx concentration, RO, radicals react primarily with HO, or with other
RO, radicals, leading to lower-volatility products and enhancing SOA
formation. However, under high NOx conditions, the primary loss
process of RO, radical is reaction with NO to produce alkoxy radicals
(RO) or as a minor pathway, organic nitrates (RONO,). For VOCs
with < C10, like a-methylstyrene and styrene, these RO radicals gen-
erally fragment into smaller more volatile products, resulting in small
amounts of SOA when NOx is present (Presto et al., 2005; Kroll et al.,
2006; Kroll et al., 2008).

Regarding RH experiments, comparison of the results (see Table 1),
show that the SOA mass yields were found to increase as the RH was
raised, as well as the particle number and mass concentration at low
NOx.

The photooxidation experiments of many aromatic compounds,
such as benzene (Jia and Xu, 2014), toluene (Cao and Jang, 2010;
Kamens et al., 2011; Hinks et al., 2018), ethylbenzene (Jia and Xu,
2014), m-xylene (Zhou et al., 2011), 1,3,5-trimethylbenzene (Cocker III
et al., 2001) and styrene (Tajuelo et al., 2019a) have been carried out to
study the RH effect on SOA formation. The results exhibited
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Fig. 1. Typical temporal profiles of particle number concentration (a) and SOA mass (corrected for wall-loss correction) (b) under dry conditions, low NOx and
without seed particles from a-methylstyrene photolysis and photooxidation (reference experiment). Data are selected from experiments with 0.75 ppm of a-me-
thylstyrene, in both cases, and 2 ppm of H,O, for the photooxidation experiment.

discrepancies under different experimental conditions. It was found for
toluene that the SOA yield decreased when RH increased for low-NOx
(Cao and Jang, 2010; Hinks et al., 2018). In contrast, a positive cor-
relation between RH and SOA yield was also observed in the presence of
hygroscopic seed particles for toluene (Kamens et al., 2011), benzene
and ethylbenzene (Zhou et al., 2011) and without seed for styrene
(Tajuelo et al., 2019a). Finally, a non-significant effect was observed for
1,3,5-trimethylbenzene in the presence or lack of seed at 50% RH
(Cocker III et al., 2001). Thus, the effect of RH in SOA formation ap-
pears to be variable.

One of the possible roles of water that would affect SOA yields is its
effect in the heterogeneous formation of HONO by the reaction of NO,
and water. This reaction is an important OH radical source in simula-
tion chambers (Finlayson-Pitts et al., 2003; Healy et al., 2009). The
increase in OH radical concentration may, in turn, increase the oxida-
tion rate to form higher amounts of less volatile compounds that can
transfer to the particle phase, thereby contributing to SOA formation
(Ng et al., 2007b). This is not the case for the present work, where OH

concentrations have been observed to remain practically constant in
experiments with and without water. This suggests that RH has another
effect on SOA yields. Water may affect the mechanism of SOA forma-
tion, chemical composition and physical properties of SOA (Seinfeld
et al., 2001; Poulain et al., 2010). The observed increase of SOA yield
when RH increases can be explained from the increase in SOA forma-
tion through heterogeneous reactions and aqueous chemistry in wet
aerosols (Lim et al., 2010). In these atmospheric processes, aldehydes
and ketones formed from the photooxidation of aromatic compounds in
the gas phase can be absorbed into the humid surface of the hygro-
scopic SOA at high RH. This further contributes to the formation of low-
volatility products on the SOA surface. Moreover, the photooxidation of
aromatic compounds lead to anhydrides formation (Kautzman et al.,
2010; Jia and Xu, 2014), which can hydrolyse to the corresponding
acid. These new products have a lower volatility and may therefore
contribute to the SOA mass yields.

With regard to experiments where the mixed effect of NOx and RH
on SOA formation (high NOx experiments in wet conditions) were
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Fig. 2. SOA mass concentration (My) versus the
consumed compound concentration, o-methyl-
styrene (circle) or styrene (square), measured at the
end of the photolysis (red) and photooxidation
(blue) experiments. (For interpretation of the refer-
ences to colour in this figure legend, the reader is
referred to the web version of this article.)
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studied, a combined effect was observed. The SOA formation from a-
methylstyrene photolysis and photooxidation in the presence of NOx
was promoted at high RH, although the yields obtained were lower than
those obtained without NOx.

3.4. Seed aerosol effects

The effect of two inorganic seeds, (NH4),SO, and CaCl,, on the
formation of SOA was examined during a-methylstyrene photolysis and
photooxidation at low NOx and dry conditions (< 12% RH). The SOA
formation is related to pre-existing particles since seed aerosols could
act as the absorption or adsorption centres of SOA formation increasing
its growth. According to some authors (Lu et al., 2009; Zhang et al.,
2014), the surface area is an important factor in SOA growth due to
competition for SOA-forming vapour deposition between the chamber
wall and the seeds. Thus, this effect is pronounced only when the sur-
face concentration reaches a threshold value.

However, the presence of seed particles in the chamber did not fa-
vour the new particles growth within the range of seed surface area
concentration used in this study (see Fig. 5). A modelling study by
McVay et al. (2014) showed that the rise of the seed aerosol surface
area to promote condensation of SOA-forming vapours onto seed
aerosol particles may not be effective for all VOC oxidation systems.
SOA mass yield depends on seed aerosol surface area only in cases
where the condensation of SOA-forming vapours onto seed aerosol
particles is kinetically limited (i.e. the timescale for gas—particle equi-
librium is competitive with or greater than the timescale for reaction
and vapour wall deposition). As in our study, in the a-pinene photo-
oxidation with OH radicals (McVay et al., 2016) and O3 (Nah et al.,
2016), SOA growth rate and mass yields were independent of seed
surface area within the range of seed surface areas tested. The char-
acteristic timescale to establish gas—particle equilibrium is smaller than
those for reaction and vapour wall deposition. When the vapour and
particle phases maintain equilibrium, gas—particle equilibrium is con-
trolled by the amount of organic matter in the VOC system. As a result,
the rate of condensation of SOA-forming vapours is independent of the
seed aerosol surface area (McVay et al., 2014).

3.5. Characterization of gas and particle phase products
A qualitative analysis was performed of the gas and particle phase

products for photolysis and photooxidation experiments, involving the
presence or absence of NOx in dry conditions. Denuder and filter

10000 12000

extracts, which represent the gas and particle phase products respec-
tively, were subjected to PFBHA derivatization and analysed using
GC-MS.

Both in gas and particle phase, the identified products have been
acetophenone, as main detected product, and acetol (Fig. S3). Both
products were identified by comparing the retention times and their
mass spectra with those obtained from commercial standards after
PFBHA derivation (Fig. S4).

If we compare the GC-MS chromatograms obtained after deriva-
tizing with PFBHA the filters from photolysis and photooxidation ex-
periments, no significant differences are found under the chromato-
graphic conditions used, except for the fact that the products peaks
intensity was larger in absence of NOx (Fig. S3). During filter analysis,
other products, such as benzoic acid and formaldehyde, were also
searched without adding any derivatizing agent and selecting some of
their characteristic m/z peaks, but none was detected. This could be
explained in part due to smaller yields of SOA in this type of experi-
ments.

To investigate the contribution of the main product detected, acet-
ophenone, to the gas and particle phases, we used the set of two-di-
mensional volatility bases (2D-VBS) (Donahue et al., 2011), which
provides correlations to estimate effective saturation concentrations
based on group contribution factors and O: C oxygenation ratio. For this
product, with eight carbon atoms and one oxygen atom, an effective
saturation concentration of ~1 x 107 ug/m? is predicted. Taking into
account this high value, acetophenone would be in gas phase mainly,
although once other organic compounds have begun to condense and
an organic layer has formed on the particles, this product could parti-
tion a portion of its mass into the condensed organic phase (Pankow,
1994), as it has been observed. To the best of our knowledge, no pre-
vious studies have been carried out to characterize the particle phase
products for this reaction system that can be compared with the present
one. So, further experiments with an online particle analysis system
would help to identify other products.

On the other hand, the presence of acetophenone, mainly in gas
phase, suggests that the OH attack concerns mainly the aliphatic moiety
of the aromatic molecule. This agrees with previous studies where
acetophenone was identified as the majority product in the a-methyl-
styrene gas-phase oxidation with OH radicals and Cl atoms (Bignozzi
et al., 1981; Tajuelo et al., 2019b). Moreover, in this work acetol was
also identified as reaction product, which confirms that the position f is
the preferred position for the OH attack, since by resonance a more
stable radical is formed. Thus, in the proposed mechanism (Fig. 4), RO,



M. Tajuelo, et al.

Atmospheric Research 230 (2019) 104631

(@)
® AMS ®NO ®NO2 ® Mass
2500 - - 250
o e o
2.
= 6}
z 2000 9 & - 200
. ~
= L)
s ® E
g 1500 - o L - 150 3
= ® N
S ® 2
< @ <
o 1000 - - 100 =
@z E
Z Pe ® ® <
a. ) o
w500 1 °e PY - 50 #
3 pC o o o g e o
o ¢ o ° - ® ©
0 oo — . . : / PN S
0 50 100 150 200 250 300 350 400 450
Time (min)
(b)
®AMS ®#NO ®oNO2 e Mass
2000 - - 300
S ®
S 1800 - o o ® 0 o
2 i - 250
5 1600 ° ® =
= Bl ) - 200 S
g 1200 - ® & N
€] 2
£ 1000 1@ ®e L 150 %
S o® =
g °01 ¢ o*e o . L 100 S
E oo L eg® ° Z
B 4004 .’ %0 ¢ o o 8 :
z o o $ ¢ ¢ ol %
o : 0 ®
O 200 .i’ ©e000 ¢ o o ° Py
0 +o @ : T : * e o 8o
0 50 100 150 200 250
Time (min)

Fig. 3. Concentration-time profiles for the (a) photolysis experiment and (b) photooxidation experiment of a-methylstyrene (AMS) with high NOx concentrations

(experiments type 2).

would be C¢HsC(CH3)(O,)CH,(OH) preferably, which would lead to
acetophenone and acetol mainly in gas phase after its decomposition.
This result differs of that obtained for the Cl oxidation, where both
carbons of the vinyl group are attacked, since Cl atoms are, in general,
less discriminating than the OH radicals in their reactions with organic
compounds (Tajuelo et al., 2019b).

4. Conclusions

In the present study, SOA formation from a-methylstyrene photo-
lysis and OH-photooxidation is investigated in a simulation chamber at
room temperature and atmospheric pressure. Four environmental
parameters that could affect SOA yields and composition have been
examined in detail: a-methylstyrene concentrations, NOx levels, RH
and the presence of inorganic seed aerosols. As expected, SOA yields
were higher in OH-initiated photooxidation than in photolysis, and in
both processes, the organic aerosol formation can be described by a
one-product gas/particle partitioning absorption model. Furthermore,
the results confirmed that lower NOx concentrations and higher RH

enhance SOA formation; however, seed aerosols do not affect the SOA
yield both with (NH4)>,SO,4 and CaCl, even when increasing the seed
surface under dry conditions. Basing upon an off-line analysis of SOA
composition, we found acetophenone and acetol were the only identi-
fied products under all experimental conditions studied. This result
suggests that the photolysis or OH attack concerns mainly the aliphatic
moiety of the a-methylstyrene, being position?} the preferred position.

It should be pointed out that the photolysis could not compete OH
oxidation in the presence of longer-wavelength tropospheric radiation
(e.g. A > 300 nm), where the a-methylstyrene absorption cross section
is much lower (Le Person et al., 2008). In these conditions, the OH
oxidation would be the dominant process in a-methylstyrene tropo-
spheric degradation, and hence, the atmospherically relevant SOA yield
may be the difference of the photooxidation and photolysis SOA yield
values obtained in this study. In this way, the atmospheric SOA yield
value under dry/low-NOx conditions and 250 ppb of a-methylstyrene,
the lowest compound concentration and the most representative of
tropospheric conditions in this work, should be 1.0%.

Finally, it is worth noting that the concentrations of o-
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methylstyrene and NOx in our smog chamber are higher than those in
the ambient atmosphere. However, the results of this study provide new
information for discussing aromatic SOA formation mechanisms, which

may be useful for SOA formation modelling, especially for air quality
simulations of developing cities experiencing serious fine particulate

matter pollution.
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