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Environmental significance

Wildfire particulate matter as a source of
environmentally persistent free radicals and
reactive oxygen speciesT

Ting Fang,@ Brian C. H. Hwang, Sukriti Kapur,@ Katherine S. Hopstock,@
Jinlai Wei, Vy Nguyen, Sergey A. Nizkorodov & and Manabu Shiraiwa & *

Wildfires, which have been occurring increasingly in the era of climate change, emit massive amounts of
particulate matter (PM) into the atmosphere, strongly affecting air quality and public health. Biomass
burning aerosols may contain environmentally persistent free radicals (EPFRs, such as semiquinone
radicals) and redox-active compounds that can generate reactive oxygen species (ROS, including -OH,
superoxide and organic radicals) in the aqueous phase. However, there is a lack of data on EPFRs and
ROS associated with size-segregated wildfire PM, which limits our understanding of their climate and
health impacts. We collected size-segregated ambient PM in Southern California during two wildfire
events to measure EPFRs and ROS using electron paramagnetic resonance spectroscopy. EPFRs are
likely associated with soot particles as they are predominantly observed in submicron particles (PMy,
aerodynamic diameter = 1 um). Upon extraction in water, wildfire PM mainly generates -OH (28-49%)
and carbon-centered radicals (~50%) with minor contributions from superoxide and oxygen-centered
organic radicals (2-15%). Oxidative potential measured with the dithiothreitol assay (OP-DTT) is found to
be high in wildfire PM,, exhibiting little correlation with the radical forms of ROS (r* = 0.02). These
results are in stark contrast with PM collected at highway and urban sites, which generates
predominantly -OH (84-88%) that correlates well with OP-DTT (> ~ 0.6). We also found that PM
generated by flaming combustion generates more radicals with higher OP-DTT compared to those by
smoldering or pyrolysis.

Environmentally persistent free radicals (EPFRs) and reactive oxygen species (ROS) are increasingly recognized for adverse health impacts of ambient particulate
matter (PM). However, these reactive species are poorly characterized in PM emitted from wildfires. This study has investigated the occurrence of EPFRs and ROS
generation in particles of different sizes from two wildfire events in Southern California, and found that wildfires are significant sources of EPFRs contained in
submicron particles. In addition, wildfire PM mainly spontaneously generates OH and carbon-centered radicals upon dissolution into water. The generated

radicals exhibit little correlations with oxidative potential measured with the dithiothreitol assay that is hypothesized to represent toxicity. We stress the
importance of characterizing free radicals for evaluating the impacts of wildfire PM on air quality and public health.

Introduction

and biomass burning can cause cardiorespiratory illnesses'®**

and exacerbate asthma,” and amplify COVID-19 cases and

Wildfires become more frequent in semiarid regions around the
globe, posing large impacts on the atmosphere and ecosys-
tems."” Wildfire activities have been intensifying in the Western
United States.> Wildfires emit massive amounts of gaseous
compounds and particulate matter (PM), strongly impacting
outdoor and indoor air quality, climate, and human health.**®
Epidemiological studies have found that exposure to wildfire
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death.” As global warming and climate change progress, the
occurrence and intensity of wildfires are projected to increase in
the forthcoming century.>**

Reactive oxygen species (ROS) play a central role in chemical
transformation of atmospheric aerosols and adverse aerosol
health effects by causing oxidative stress.” Wildfires release
large amounts of particles composed of ash,***' elemental
carbon,”” humic-like substance (HULIS),**** polycyclic aromatic
hydrocarbons (PAHs) and their derivatives,> and transition
metals.” Some of these compounds are reactive and redox
active, triggering the formation of ROS in the aqueous phase.
For example, previous studies have shown that the
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decomposition of organic hydroperoxides and redox cycling of
quinones can lead to the generation of ROS including hydroxyl
(-OH), superoxide or hydroperoxyl (-O, /-HO,), and organic
radicals.>*?® Transition metals such as iron (Fe) and copper (Cu)
can facilitate the formation of -OH and organic radicals
through Fenton-like reactions of peroxides and peracids,***
which can be enhanced by photoirradiation for a rapid burst of
-OH production.*” It has been reported that HULIS can enhance
Fe-mediated reduction of oxygen to -O, and destruction of
H,0, to form -OH.** These condensed-phase generated
oxidants can drive aqueous-phase chemistry in deliquesced
particles and cloud/fog droplets, affecting their climatic effects
such as optical properties and cloud condensation nuclei
activity.**

PM oxidative potential (OP), often measured with the
dithiothreitol (DTT) assay, has been suggested as an alternative
indicator for aerosol toxicity beyond PM mass concentration.
The underlying assumption is that the DTT decay rate would
correspond to the rate of ROS formation.***” Biomass burning
is one of the major sources of OP-DTT in Europe, Asia, and the
United States especially in winter seasons.*®**' Redox-active
species such as quinones,”™* HULIS,** and transition
metals*”*®* and their complexes with organics*** may
contribute to OP-DTT. The relationship among toxicity, OP, and
ROS formation by biomass burning PM still needs to be
evaluated.

Combustion-derived particles contain stable radicals, so-
called environmentally persistent free radicals (EPFRs).****
EPFRs are found to remain stable with long lifetimes for days,
months, and even indefinite, making them highly susceptible to
long-range transport.’»*»> The chemical identities of EPFRs
include semiquinone, phenoxyl, and cyclopentadienyl radicals.
EPFRs may be directly released from incomplete combus-
tion®”** or formed secondarily from chemical processing of
PAHs in the atmosphere.” Ambient PM collected during bush
fires as well as charcoal or burnt biomass was found to contain
high concentrations of EPFRs.”** A recent study showed that the
emission factors of EPFRs in PM, 5 from biomass burning were
significantly higher than those from coal combustion.® EPFRs
are redox active to reduce oxygen and sustain the generation of
ROS including -OH through quinoid redox cycling;*~*
quently, EPFRs may be cytotoxic to cause cell death.**

Wildfire PM is still poorly characterized with limited quan-
tification regarding EPFRs, ROS formation, and OP; especially
the size distribution of these properties has not been reported.
The particle size is important for evaluating health impacts in
different regions of the lung, as submicron particles can reach
deep into the lung to the alveoli, while coarse particles would
mostly deposit on upper airways.® In this study, we collected
size-segregated ambient PM during two wildfire events in Irvine,
California in 2020. EPFRs and ROS formation were quantified
using a continuous-wave electron paramagnetic resonance (CW-
EPR) spectrometer. EPFRs were measured by non-destructive
direct analysis of the PM filter in EPR. ROS formation upon
PM extraction in water was quantified using EPR combined with
a spin-trapping technique. OP was measured by the DTT assay.
The size distributions of EPFRs, ROS formation, and OP-DTT

conse-
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from wildfires are compared to those from ambient PM
collected in highway and urban background environments. As
the effects of burning conditions (combustion, smoldering, and
pyrolysis) on PM oxidative potential and ROS formation are
poorly understood, we also generated particles by combustion
and pyrolysis in a laboratory for measurements of EPFRs, ROS,
and OP-DTT.

Methods

PM collection

A Micro-Orifice Uniform Deposition Impactor (MOUDI, Model
100NR) was used to collect size-segregated ambient PM on
Teflon filters (Millipore Omnipore Membrane Filter, PTFE, 0.2
um pore size, JFWP04700) at an urban site, which is located on
the rooftop of a campus building at the University of California,
Irvine (UCI) (33°38'40.4"N 117°50'39.3"W, elevation 20 m). In
winter 2020, two wildfire events occurred near the sampling site
according to the California Department of Forestry and Fire
Protection (CAL FIRE): Silverado and Bond Fires. The Silverado
Fire started in Silverado Canyon (33°44'10.1"N 117°39'25.9"W)
on October 26, 2020 and was contained on November 7, 2020.
The Bond Fire was active around the California State Route 241
in the Irvine area (33°44'37.8"N 117°40'29.9"W) during
December 2-10, 2020. These wildfire events were characterized
with greatly reduced visibilities and substantial increases of PM
mass concentrations up to 280 and 450 pg m~> for submicron
(PM,) and coarse (PM;,) fractions, respectively (Fig. S17). Fig. 1A
shows the sampling sites and wildfire locations with the smoke
plumes from the Silverado Fire on October 26, 2020 affecting
the Irvine area. The fire location was roughly 20 km from the
urban sampling site. We also collected ambient PM at two
highway sites, which were approximately 2 m from the highway
Interstate 5 (33°49'09.4"N 117°55'07.5"W) in Anaheim and 20
meters from Interstate 710 (33°51'34.0"N 118°12/01.0"W) in
Long Beach.

Eight sets of MOUDI filter samples were collected at the
urban location continuously for 3 days for each set during
wildfire events from October 26 to December 9, 2020. Three
MOUDI sets were collected at the highway sites (12 h on January
31, 2020 at the Anaheim site and 12 h on February 7, 2020 and
5.5 h on February 8, 2020 at the Long Beach site). Three sets
were collected for 10-12 h daily at the urban site between
February 23-25, 2020, which are considered as urban back-
ground samples. The detailed sampling dates and times are
provided in Table S1.7 The MOUDI was operated with selected
stages with the remaining stages removed and without a back-
up filter at a flow rate of 30 L min ', The 50% cut-off aero-
dynamic diameters used for wildfire samples were 18, 10, 1,
0.18, and 0.056 pm, and those for the highway and urban
samples were 18, 10, 3.2, 1, 0.56, and 0.056 pm, respectively.
EPFRs, ROS formation, and OP-DTT in PM; and PM;_,, are
sums of the MOUDI stages up to 1 pm and between 1 and 10
um, respectively. Field blanks were collected without turning on
the MOUDI pump at each site (N = 11). After each collection, all
blank and sample filters were stored in Petri dishes and
immediately stored in a freezer (—18 ©°C). EPFRs, ROS

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2ea00170e

Open Access Article. Published on 27 2023. Downloaded on 01-11-2025 01:29:55.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

View Article Online

Environmental Science: Atmospheres

Santa Ana

(cass)

‘ Fire

S Irvine
R

[
<Y

Mission Viejo

(C) Flaming combustion

charcoal grill

V7

// pinerieedh

Paper
(A) Collection of wildfires, highway, and urban PM
Compton H|ghway
'Y (Long beach) Highway
b (Anaheim)
(1730 ] Lakewood
An ¢ 2im
W
‘wxm long Beach
Huntington
Beach
@ wildfire location
o . ;
v sampling location
wildfire hotspot
(B) Pyrolysis
pressure gauge
17
;
pine needles f

N=C D] == _ 3 > pump
1
\ filter holder

Furnace ~300 °C; 750 Torr
Fig. 1

(A) Sampling and wildfire locations, and the smoke plumes and wildfire hotspots from the Silverado Fire (on October 26, 2020) as viewed

by the Moderate Resolution Imaging Spectroradiometer (MODIS). Laboratory combustion experiments with (B) pyrolysis and (C) flaming

combustion of pine needles.

formation, and OP-DTT measurements were performed on
these filter and blank samples following the procedures in our
previous study.> EPFR measurements were conducted within 8
months of sample collection and ROS and DTT measurements
were conducted within 8-18 months. Gehling and Dellinger
(2013)*° showed that a semiquinones-type radical has a half-life
of 208 to 417 days and Sigmund et al. (2021)* revealed that
EPFRs in wildfire charcoals can remain stable for years. In our
previous work, we found that EPFRs in PM, 5 samples collected
at the same highway sites are stable at least a year after collec-
tion.>” Some fraction of EPFRs are reported to have a shorter
lifetime with days at room temperature,®® so the EPFRs
measured in this study likely do not include those with fast
decay; hence, the reported EPFR concentrations in this study
should be regarded as a lower limit. ROS and DTT measure-
ments should not be impacted significantly by the filter storage,
as the generation of ROS or the reaction with DTT occurs only
upon filter extraction of stable PM compounds, respectively.
The data are presented as per the volume of air sampled (pmol

© 2023 The Author(s). Published by the Royal Society of Chemistry

m " for EPFRv and ROSv, or nmol min~" m > for total OP-DTTv)
or per the mass of PM (pmol pg ™" for EPFRm and ROSm, or
nmol min~" pg~" for OP-DTTm). The frequency size distribu-
tions of EPFRs, ROS formation, and OP were calculated by
dividing the size distribution with the sum of activities from all
MOUDI stages. Note that frequency distributions are indepen-
dent of ambient levels which can vary substantially among
different sites and sampling times. It should also be noted that
dilution and chemical aging must have occurred upon transport
of the plumes to the sampling site, affecting the chemical
composition of primary-emitted biomass burning aerosols and
forming secondary aerosols.®*®” Therefore, our measurements
should reflect the properties of both primary and secondary
biomass burning aerosols.

PM mass concentrations

The hourly mass concentrations of PM; and PM;, for the urban
site were obtained from the purple air real-time air quality data

Environ. Sci.; Atmos., 2023, 3, 581-594 | 583
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from sensors located within 0.5 km from the sampling location
(Aldrich Hall for urban and Multipurpose Science and Tech-
nology Building (MSTB) for wildfire samples). The mass
concentration of PM;_;, was obtained by subtracting the mass
concentration of PM; from PM;,. The PM mass concentrations
during sampling periods were integrated and used to normalize
the data of EPFRs, ROS, and total OP-DTT. Note that particles
smaller than 56 nm were not collected, but they only represent
a minor fraction of the mass. The Purple Air data were not
available at the highway sites.

Environmentally persistent free radicals (EPFRs)

Each filter sample was folded and inserted into a quartz tube
with an inner diameter of 9.17 mm and loaded into a resonator
of a CW-EPR (EMXplus, Bruker) for measurements of EPFRs.
The following EPR parameters were used for EPFR measure-
ments: a microwave frequency of 9.65 GHz; a microwave power
of 20 or 31.70 mW (microwave attenuation 8 or 10 dB);
a modulation frequency of 100 kHz; a modulation amplitude of
3 G; a receiver gain of 40 dB; a time constant of 10.24 ms;
a magnetic field scan of 1623 G. EPR measurement on the same
sample was repeated for metal measurements with the same
parameters except a larger magnetic field scan of 5600.4 G and
a smaller time constant of 2.56 ms. The area of the EPR spec-
trum was integrated using Xenon software and converted to the
total number of spins based on a calibration using standard 4-
hydroxy-2,2,6,6-tetramethylpiperidinyloxy (TEMPOL) solutions
(N = 10, * = 0.9999, Fig. S21).

Reactive oxygen species (ROS) formation

EPR combined with a spin-trapping technique was applied to
measure the formation of ROS in the aqueous extracts of
MOUDI samples. Half of each filter sample was vortexed for 8-
10 minutes in 300 uL of Milli-Q water (>18 Q cm ') containing
10 mM spin-trapping agent 5-tert-butoxycarbonyl-5-methyl-1-
pyrroline-N-oxide (BMPO). The extracts were then concentrated
by a factor of 10-20 by evaporating water under N, gas for 10-
13 min. The concentrated extracts were then loaded in a 50 uL
capillary tube for EPR measurements at 24 minutes after
extraction. Please note that the extracts were not filtered and
they may contain both soluble and insoluble components. The
EPR parameters used for ROS measurement were the same as
those for EPFRs except a microwave frequency of 9.87 GHz;
a magnetic field scan of 150 G; a modulation amplitude of 1 G;
a time constant of 20.48 ms. The SpinFit and SpinCount
modules in Xenon software were applied to simulate each EPR
spectrum to identify and quantify different radical adducts.

Total dithiothreitol activities (OP-DTT)

The other half of each filter sample was extracted in 1.4-2.8 mL
of Milli-Q water and analyzed with the DTT assay following our
previous work.>” The extracts and the filter were incubated with
DTT (0.1 mM initial DTT concentration in the mixture) at 37 °C
and pH 7.4. At different time intervals, an aliquot of the mixture
was withdrawn and mixed with DTNB (5,5-dithio-bis-(2-
nitrobenzoic acid)) and Tris buffer to determine the
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consumption rates of DTT over time. The total OP-DTT was
calculated from the consumption rates of DTT normalized to
total air sampled or mass of PM.

Laboratory pyrolysis and flaming combustion experiments.
Canary island pine (Pinus canariensis), commonly planted in
California (tree database, Arbor day Foundation), was used in
pyrolysis and flaming combustion experiments (Fig. 1B and C).
Pyrolysis PM samples were generated using a pyrolysis chamber
consisting of a 2.5 cm quartz tube inside a Thermolyne 21135
tube furnace. Pine needles (about 0.3 g) were placed in
a ceramic pyrolysis boat inside the quartz tube, flushed with
nitrogen gas for 10 min (flow rate 0.9-1 L min~ "), and then
inserted in the furnace. The temperature of the furnace was
raised up to 300 °C with a starting pressure of ~750 Torr. Once
the temperature reached 300 °C, the furnace was turned off.
Smoke from pyrolysis was sent though a 47 mm filter folder
containing a Teflon filter (Millipore Fluoropore Membrane
Filter, PTFE, 0.2 um pore size, FGLP04700) at a flow rate of ~1
L min~". After the pressure reached 850-900 torr, the collection
was stopped to prevent overloading the filter, resulting in the
heating time for pyrolysis to be about 10-15 minutes. For
flaming combustion, pine needles were burned under atmo-
spheric pressure in a portable kettle charcoal grill (Weber, P/N
40020) inside a standard 55-gallon steel drum. The grill
damper on the lid of the charcoal grill was kept open all the
time. Approximately 10 g of pine needles were placed on the
cooking grate of the charcoal grill and lit on fire. The steel drum
was then closed and a Teflon tube that connects to a sampling
device (HI-Q environmental products continuous duty air
sampling system; model no. LF2032-50) was suspended into the
steel drum through a hole on its lid to collect the particles from
the burning onto Teflon filters at a flow rate of 8 L min ™" for 15
min. The flaming continued for about 1 min, generating suffi-
cient PM mass for analysis. Six PM samples from pyrolysis and
flaming combustion were collected for analysis. EPFR, ROS, and
OP-DTT measurements on these samples were conducted
within one week of collection.

Results and discussion
Environmental persistent free radicals

Fig. 2A shows the representative EPR spectra of size-segregated
PM samples collected during wildfire events and at the highway
and urban sites without wildfires. The spectra for blank filters
are similar to baselines without peaks. A paramagnetic species
is characterized based on its g factor values and all spectra
exhibit peaks near a g factor of 2, indicating the presence of
EPFRs.***” The mean and standard deviation of the g factor and
peak-to-peak distance of the wildfire samples from all size
ranges are 2.0028 £+ 0.0003 and 6.2 £ 1.3 G, which are similar to
those of highway (2.0026 £ 0.0006 and 7.7 &+ 1.2 G) and urban
(2.0031 + 0.0005 and 5.8 £ 1.3 G) samples (Student's t-test, p >
0.3). The g factors are consistent with the values obtained
previously from PM, 5 samples collected simultaneously from
the same highway and urban locations.** Generally, a g factor
<2.003 corresponds to carbon-centered radicals and a higher
value in the range of 2.003-2.004 represents carbon-centered

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2ea00170e

Open Access Article. Published on 27 2023. Downloaded on 01-11-2025 01:29:55.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

(C) ROS in Wildfire PMq gs5.0.1

ﬂ Observed
[

AL

View Article Online

Environmental Science: Atmospheres

(D) ROS in Highway PM; 5.1

"' l“BMPOOH

BMPO-OR

BMPO-R

Residual Residual

N,

Paper
(A) EPFRs (B) ROS in Wildfire PMy_4q
g factor
2.0028 + 0.0003 | |

I |

Observed | |l

wildfire Py M ! gl
PMo. 184 P Wy ot ol
BMPO-OH | | | L gpl

M0 it 1

| | | |

BMPO-R
— A AN N—A—
g factor
2.0026 + 0.0006
highway
PMo 0s6-0.56 Residual
| I I I T
204 200 1.96 2.03 2.02 2.01 2.00 1.99
g factor
Fig. 2

2.03 2.02 2.01 2.00 1.99

I I I I ] I I I I I
2.03 2.02 2.01 2.00 1.99

(A) An example of EPR spectra showing the presence of EPFRs in ambient PM collected during a wildfire (PMg 151 collected on Oct 26,

2020) and at the Long Beach highway site (PMg gs6-0.56 COllected on Feb 8, 2020) as well as the average (+ standard deviation) g-factors from
wildfire and highway samples. (B—D) Examples of the observed EPR spectra (black) of the agueous extracts of wildfire (B) PM;_; and (C) PMg gs6-
0.8 collected on Oct 26, 2020, and (D) highway PMsz,_15 collected on Jan 31, 2020. The observed EPR spectra for ROS were simulated and
deconvoluted to the spectrum of hydroxyl (-OH, red), carbon-centered (R-, blue), oxygen-centered (RO-, green), and superoxide or hydro-
peroxyl (-O,7/-HO,, orange) radicals trapped by the spin-trapping agent BMPO, and manganese (Mn, Tan). The differences between the
observed and simulated spectra are shown as residuals. The vertical dashed lines indicate the positions of characteristic peaks for BMPO radical
adducts. EPFRs were directly measured on the PM filters and ROS formation was measured from the aqueous extracts.

radicals with adjacent oxygen atoms.”” The observed g factors in
this work indicate the presence of both types of radicals.

Fig. 3 shows the comparisons of EPFRs in wildfire, highway,
and urban PM samples on frequency size distribution and
average air-volume-normalized (EPFRv) and PM-mass-
normalized concentrations (EPFRm) in PM; and PM;_,,. In all
samples, EPFRs are predominantly found in submicron parti-
cles, while the urban and wildfire PM samples also show a small
peak in the 10-18 pum size range (Fig. 3A). The average ambient
concentrations of EPFRv in PM; (2.9-7.6 pmol m %) are much
higher than those in PM;_;, (below the detection limit - 1.3
pmol m~) (Fig. 3B). Previous studies have shown that EPFRs
can be found in both submicron and coarse modes.***** Ara-
ngio et al. (2016)°® and Wang et al. (2022)* found EPFRs mostly
present in PM; in Mainz, a semi-urban site in Germany, and
Xiamen, a coastal city in China, respectively. In contrast, Chen
et al. (2020) found that EPFRs were mostly contained in coarse
particles in winter and equally distributed in fine and coarse
fractions in summer in Linfen, a typical coal-burning city in
China.>* EPFRv values in PM; from the wildfire samples are
more than twice the EPFRv values in highway and urban
samples, while EPFRm values are similar (~0.6 pmol ug™") and
are also within the range of EPFRm in ambient PM of different
sizes in previous studies.®"*®

The similarity of the g factor, frequency size distribution, and
EPFRm for wildfires and highway/urban sites suggests that the
EPFRs in wildfire PM have similar radical species and proper-
ties to EPFRs in highway/urban PM. Our previous study®® has

© 2023 The Author(s). Published by the Royal Society of Chemistry

shown good positive correlations of EPFRs with elemental
carbon, carbon monoxide (CO, a combustion marker), and
nitric oxide (NO, a traffic emission marker) in PM, 5 collected at
highway sites, suggesting that highway EPFRs were associated
with diesel exhaust particles from incomplete combustion. In
this work, the high abundance of EPFRs in submicron particles
is consistent with the typical ambient mass size distribution of
elemental carbon, a predominant fraction of soot,” peaking in
the submicron size range.”””> Considering that particle-phase
PAHs are abundant in submicron particles emitted from
traffic-related combustion” and biomass burning as generated
from thermal decomposition of organics upon incomplete
combustion,””*” we speculate that some of the EPFRs from
wildfire may be semiquinone radicals adsorbed on soot parti-
cles, which may be directly emitted from wildfires or secondary
formed by oxidation of PAHs. EPFRs may also be stabilized by
transition metals such as Fe and Cu ions,*”*® which may also be
contained in biomass burning PM.>*”*

Reactive oxygen species formation

Fig. 2 also shows the typically observed and simulated EPR
spectra of aqueous extracts of PM samples. The deconvolution
of the EPR spectra allows us to identify the type of radical form
of ROS based on hyperfine splitting constants and to estimate
their relative contribution within each size range.”” The
hyperfine splitting constants of BMPO radical adducts eluci-
dated from the simulations of the observed spectra are pre-
sented in Table S2.f For simplicity, the two BMPO-OH

Environ. Sci.. Atmos., 2023, 3, 581-594 | 585


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2ea00170e

Open Access Article. Published on 27 2023. Downloaded on 01-11-2025 01:29:55.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

View Article Online

Environmental Science: Atmospheres Paper
Volume normalized  Mass normalized
® PM, & PM,
O PM;4 <& PMyy
df/dinDp  (A) Frequency size distribution (B) Average ambient concentrations
0.6 3 @ 15 I - 1.2 'g
0.4 — € 104 I - 0.8 3
EPFRs 0.2 ] g 5 - } { | % - 0.4 S_
0.0 - | s odlelel 1 *¢ - 0.0 1
— T 100 ' r
0> T ?c 80 | -6 3
Total '3 — 60 I -4 <
. . 1 [e) _ L
e RS NT 2] ot elpe s
0.0 — 0- eo | &0 ) =
0.8 — | ®_ 804 I -6 O
0.6 € 60 | 4 3
‘OH 04 - M ﬁ 2 40+ 3 1 ol Lo =
0.2 — |‘I‘I - 20 [ Q,
0.0 — - = "0deo e : *0 Lo =
0.4 - T o 8 . 08 ©
0.3 — E 6 %! L 06 3
R 02 H‘—X—ﬁ | g 4 [ { - 0.4 =
0.1 — - I —- 0.2 @
0.0 — = . S-‘O*  ¥e [ 05
0.4 — e ;‘g_- ! - 0.063
0.3 07 n
RO- (.2 — S 0.4 ! 0.04¢2
| ] | — 0.025
01 = o O O - e) | ©.
OO 1 - <& — OOO -
|
|
|
|
@ l 3
0.4 €06 % | 0.063
Total 0.3 £0.4 ! ¢ | 0.045
OP-DTTO.2 Eoo ol 1 g ® [0025
0.1 5 =115 ¢ | 0.00<>
OO I I I I | I I I I g OO I I o I || I o I Q.
011 10 0.1 1 10 0.1 1 10 S R -
Wildfire Urban Highway N\ \2‘\9
Dp, ym

Fig. 3

(A) Average frequency distributions and (B) air volume-normalized (left axes) and PM mass-normalized concentrations (right axes) of

EPFRs, ROS, and total OP-DTT of ambient PM collected during wildfire events and at highway and urban sites. Data are presented as mean and
the standard deviation from different sampling days. PM; and PM;_;¢ are the sum of all MOUDI stages up to 1 um and between 1 and 10 um,
respectively. PM mass concentrations are not available at the highway sites. RO- and -O,7/-HO, in highway and urban samples are below

detection limits.

conformers were combined in Fig. 2B-D. Note that the dis-
torted baselines in the EPR-ROS spectra of wildfire samples can
be explained by the presence of paramagnetic manganese (Mn)
species as evident from the 6-line signal in the metal region of
the spectrum (Fig. S31), which can be reproduced with a g value
of 2.0086 (+0.0003) and hyperfine splitting constant of 96.5
(£1.7 G), characteristic for Mn.”® It has been shown that
biomass burning aerosols contain substantial amounts of Mn

586 | Environ. Sci.: Atmos., 2023, 3, 581-594

from mobilization of soil and dust particles during intensive
fires."”® Mn was not observed in any highway and urban
samples. Our EPR measurements show that ambient PM at all
particle sizes in wildfire, highway, and urban samples form
hydroxyl (-OH) and carbon-centered (R-) radicals in the
aqueous phase, while wildfire PM; can also form superoxide or
hydroperoxyl radicals (-0, /-HO,) and oxygen-centered
organic radicals (RO-).

© 2023 The Author(s). Published by the Royal Society of Chemistry
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As shown in Fig. 3A, ROS generated by wildfire PM have
distinct frequency size distributions compared to those in
highway and urban PM. The total radical forms of ROS (-OH,
-0, /-HO,, RO-, and R-) in wildfire particles show a bimodal
distribution with one peak at small sizes (0.056-0.18 pm) and
the other peak at large sizes (10-18 um), whereas the total
radical forms of ROS in highway PM exhibit a single mode
peaking in the 0.56-1 um size range and urban PM has another
peak at 10-18 pm. The ambient concentrations of ROSv in PM;
and PM,_,, follow the order of highway > urban > wildfire
(Fig. 3B). In terms of ROSm, the urban PM has much higher
levels in PM; and PM;_;, compared to the wildfire PM. These
results suggest that wildfire emissions lead to less total radical
formation compared to traffic emissions. This may be because
biomass burning PM contains a number of pyrolyzed, less
oxidized, and insoluble components as well as inorganics such
as potassium and sulfate which are not redox active.”*°

ROS from highway and urban background are predomi-
nantly composed of -OH (84-88%, Fig. 4) with 12-16% contri-
bution from R- for both PM; and PM,;_;,. The dominant
contribution of -OH in ROS formation at highway and urban
particles is also supported by -OH and total radical forms of
ROS showing very similar size distributions, ROSm levels, and
a tight correlation (correlation coefficient > = 0.99, Fig. S4AT).
In contrast, for the wildfire PM, -OH and R- have roughly equal
contribution (~50%) to the total radical forms of ROS in PM;_,
whereas in PM;, R- (54%) and -OH (28%) contribute substan-
tially with some contribution from RO- (13%) and -O, /-HO,
(5%). The correlation between -OH and total radical forms of
ROS from the wildfire PM is strong for particle sizes larger than
1 um (* = 0.89), while the correlation for PM, is weaker (¥ =
0.40, Fig. S4Bt). R- has a similar frequency size distribution as
total radicals and -OH for all sites. RO- and -O, /-HO, are

‘OH Il RO- N
R- I O,/HO,
PM, PMq 1o
0,
514% 54 + 24% 50 + 26%
Wildfire ' 19 + 26% AT
0,
13+ 13% = 22%
12+11A + 14%

Urban
88 + 11% 84 + 14%
Highway “

Fig. 4 Averaged fractions of -OH, R, RO-, and -O, /-HO, in total
radical formation in the aqueous extracts of PM; and PM;_;4 collected
during wildfire events and at highway and urban sites. RO- and -O,7/
-HO, in highway and urban samples are below detection limits.
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mainly associated with PM; with a unimodal distribution that
peaks at 0.056-0.18 pm. Their ROSv and ROSm in PM; are much
higher than those of PM;_j,.

RO- and -0, /-HO, are only observed in wildfire PM;. In
Fig. 5A and B, RO- shows a strong correlation with the total
radical forms of ROS (+* = 0.71) and a moderate correlation with
R- (? = 0.53). -0, /-HO, is moderately correlated with the total
radical forms of ROS (r* = 0.41) and -OH (* = 0.50), but is not
correlated with RO- or R-. The correlations among different
radical species suggest that the organic radicals (RO- and R-)
would be associated with similar aqueous chemistry that may
be distinct from the formation chemistry of -OH and -0,/
-HO,. Biomass burning has been found to be an important
primary source for organic hydroperoxides (ROOH).**** The
decomposition of ROOH can generate alkoxyl and OH radi-
cals.?*?%318 Alkoxyl radicals can undergo decomposition (e.g.,
RO- — R- + R'C(O)H) and isomerization (e.g., RO- — (OH)R")
to form alkyl radicals,** whereas -OH oxidizes primary or
secondary alcohols to form a-hydroxyalkyl radicals followed by
O, addition to form o-hydroxyperoxyl radicals that may
decompose to form -0, /-HO,.* The correlations between -OH
and -O, /-HO, may also be explained by a common role of iron
ions in the decomposition H,0, to form -OH and reduction of
0, to form -0, ;***” synergistically, these Fe-mediated -OH and

-0, formation may be enhanced by the presence of HULIS and
quinones in biomass burning PM.***# Other chemical
components in biomass burning may also explain the ROS
formation: for example, organic peroxides (ROOR) can react
with iron ions to form organic radicals;* Fe-organic complexes
may release ROS by photolytic reactions;* and EPFRs can also
reduce the molecular oxygen to form -O, .** Overall, the
observed ROS formation should be a consequence of highly
complex chemistry involving a variety of reactive and redox-
active components in biomass burning PM; future laboratory
studies are warranted to characterize specific ROS formation
pathways and to investigate the interplay of different compo-
nents with surrogate mixtures with known PM components.

Total OP-DTT

As shown in Fig. 3, for total OP-DTT for highway and urban PM,
a unimodal distribution with the peak at 0.56-1 pm is observed
and total OP-DTT in PM,_4, is higher than that in PM;. The
highway PM has higher levels of total OP-DTTv than the urban
PM, which may be partly caused by non-exhaust emissions of
transition metals with large oxidative potential at highways.?***-*
The distribution of total OP-DTT for wildfire PM is relatively
uniform across different particle diameter ranges and submicron
wildfire PM exhibits higher total OP-DTIv and OP-DTTm
compared to coarse fractions (Fig. 3). It is worth noting that
wildfire PM shows higher contribution from submicron particles
to EPFRs, ROS formation, and total OP-DTT compared to
highway and urban PM. This observation is consistent with the
fact that DTT-active organics including quinones and HULIS**¢
are mostly contained in the submicron size range.®** Since
submicron particles after inhalation can deposit deep into the
lung reaching the alveoli,* it suggests that biomass burning PM
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can contribute to ROS formation in the lower respiratory tract
and hence may play a role in inducing inflammatory responses
and oxidative stress deeper in the lungs.

So far, the ambient size distributions of OP-DTT reported in
the literature have been mostly focused on the water-soluble
fraction.*®®” Limited studies are available for total OP-DTT,
which includes contributions from both water-soluble and
-insoluble fractions. Insoluble PM components can also
contribute to OP-DTT with health implications. Therefore,
measuring total activities is important especially for wildfire PM
as wildfire emission likely contains many insoluble compo-
nents. Several studies used the Versatile Aerosol Concentration
Enrichment System (VACES) to collect highly concentrated
liquid suspensions of PM into different size fractions including
quasi-ultrafine (<0.18 pm), accumulation (0.18-2.5 pm), and
coarse (>2.5 pum) fractions, observing that the quasi-ultrafine
fraction generally exhibited the greatest OP on a per particle
mass basis.”*** In contrast, Charrier et al. (2015) obtained the
total fraction of PM by combining the extracts of filter samples
in water and organic solvents, and found that submicron
particles (0.17-1 pm diameter) had the highest OP-DTTm.*"*
Another study in Atlanta used the same protocol as in this work
to measure total OP-DTT, showing a single mode distribution
that peaks at ~1 pm from the urban background and a single
coarse mode distribution at a road-side site.'*

588 | Environ. Sci.: Atmos., 2023, 3, 581-594

OP-DTT has been extensively used to indicate toxicity,
assuming that it represents the ability of PM to generate ROS;
this assumption still needs to be evaluated by investigating
correlations between OP-DTT and ROS formation.>>®*#1%3
Interestingly, total OP-DTT from highway and urban sites shows
a positive moderate correlation with the total radical forms of
ROS (r* = 0.61, Fig. 5C) and -OH (+* = 0.59, Fig. 5D), while total
OP-DTT from wildfire samples does not correlate with any
radical generation (+* < 0.02). The correlation in highway/urban
PM samples may be explained by transition metals such as Cu
or Fe that can oxidize DTT***® and also participate in Fenton/
Fenton-like reactions with H,O, or hydroperoxides to generate
-OH.**'** Previous studies have also found mixed results for
such correlation analysis. For example, Zhang et al (2022)
found that OP-DTT and ROS measurements were positively
correlated for photochemically aged naphthalene SOA with soot
particles, while there was a weaker correlation for B-pinene
SOA." Xiong et al. (2017) found that ambient PM, 5 samples
collected from an urban site in Illinois showed no correlation
between OP-DTT and -OH formation.*” We previously observed
positive correlations between OP-DTT and radical forms of ROS,
-OH, and organic radicals from aqueous extracts of PM, s
collected at the Anaheim highway site but not at the Long Beach
site.*> Ambient size distribution measurements on PM compo-
nents combined with kinetic modeling incorporating ROS

© 2023 The Author(s). Published by the Royal Society of Chemistry
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chemistry in epithelial lung fluid suggested that OP-DTT is
a good indicator of the chemical production of H,O, and -O, ",
but does not represent -OH generation.* The lack of correlation
between OP-DTT and total radical forms of ROS in wildfire PM
in this work indicates that OP measured with the DTT assay may
not be a good metric for radical generation in biomass burning
PM. This study only employed one OP assay and did not
measure the non-radical forms of ROS such as H,0,, singlet
oxygen (*O,) and triplet state organics, which can be formed by
biomass burning photochemistry;'**'® further studies should
be conducted by applying different OP assays (e.g., assays using
ascorbic acid or glutathione) and comprehensive ROS
measurements are necessary to fully evaluate the validations
and limitations of the use of OP as an indicator of ROS
formation and PM toxicity.

Effects of combustion conditions

In order to gain insights into the influence of burning condi-
tions on EPFRs, ROS formation, and total OP-DTT, we con-
ducted laboratory experiments to generate biomass burning PM
under two combustion conditions: pyrolysis and flaming using
pine needles. As shown in Fig. 6, flaming combustion produces
much higher levels of mass-normalized EPFRs, ROS, and total
OP-DTT in PM compared to pyrolysis. As pyrolysis occurs in the
absence of oxygen and flaming involves consumption of oxygen,
it suggests that the incorporation of oxygen upon production of
biomass species may contribute to the reactivity and redox
activity of biomass burning PM. The pyrolysis temperature (300
°C) used in this work is expected to produce mostly distillation
products in the particles, i.e., organic compounds present in the
fuel, which may not be especially active in EPFRs or ROS
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Fig.6 PM mass-normalized concentrations (mean + SD) of (A) EPFRs,
(B) total radicals and (C) total OP-DTT of laboratory-generated parti-
cles from pyrolysis and flaming of pine needles, as well as ambient
wildfire particles. The values for wildfire particles are sums of all
MOUDI stages up to 10 um and normalized by PM mass concentra-
tions in PMyg. BDL - below detection limit. O - flaming sample
collected during the first minute of burning.
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activity.'” In contrast, the emitted components are heavily
oxidized under the flaming conditions. Note that the flaming
phase in our experiment was roughly one minute after ignition
and smoldering also likely occurred. One sample collected
during the first minute of burning shows higher intrinsic
activities than the average from all flaming samples (Fig. 6),
which further supports that flaming produces aerosols with
higher radical generation and OP than those from smoldering.
The g factors of EPFRs for pyrolysis (2.0033 + 0.0004) and
flaming (2.0031 £ 0.0001) are similar and are close to the g
factor from the wildfire PM, suggesting that the chemical
identity of EPFRs should be very similar. Flaming combustion
of pine needles only produces -OH, while organic and -0,/
-HO, are also observed in ambient wildfire PM. In contrast,
a previous study in Singapore reported that PM, 5 collected
during bush fires only generated -OH.” Compared to the
ambient wildfire PM, flaming-generated PM shows higher
intrinsic levels of EPFRs and total OP-DTT but significantly
lower -OH generation, suggesting that flaming-dominated
combustion can be a primary source for EPFRs and OP. Note
that the biofuels in wildfires are more complex than the single
species used in this experiment, which may be the reason for
the distinctive differences in EFPRs, total OP-DTT, and the type
of ROS formed between wildfire and flaming samples. In fact,
a recent study found that fuel type was a primary factor
controlling EPFR discharge from solid fuel combustion.®
Another study that used a different fuel type (agricultural resi-
dues) found that OP-DTT and ROS of particles collected from
open burning of rice straw and husk correlated well with water-
insoluble organic carbon, suggesting that OP and ROS of the
particles are largely impacted by water-insoluble OC compo-
nents emitted under non-flaming combustion."*® Thus, future
studies are required to further characterize EPFRs, ROS
formation, and OP of biomass burning PM as generated by
various fuels and different combustion conditions, connecting
these properties with the toxicity and health effects of
wildfire PM.

Conclusions

Wildfires emit massive amounts of PM in the atmosphere and it
is important to characterize their properties for evaluating their
impacts on air quality and public health. In this study, we
measured EPFRs, ROS formation upon dissolution in water and
oxidative potential associated with ambient PM collected
during two wildfire events. We observed that the submicron
particles generated by wildfires contain substantial amounts of
stable organic radicals, EPFRs. Upon interaction with water,
wildfire PM can generate short-lived ROS including -OH,
superoxide, carbon-centered and oxygen-centered organic
radicals. We found that combustion conditions can strongly
impact EPFRs and ROS formation, with flaming conditions
generating much more of these species compared to
smoldering/pyrolysis conditions. While it has been suggested
that PM oxidative potential would be a good indicator of PM
toxicity, we found that radical formation by wildfire PM exhibit
little correlations with oxidative potential measured by the DTT
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assay. Further studies are warranted to measure the non-radical
forms of ROS (e.g., H,0,) and other toxicological endpoints to
evaluate the connection between EPFRs, ROS, OP, and PM
toxicity and better assessments of PM impacts on air quality and
public health.
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