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Liquid asphalt is a petroleum-derived substance commonly used in construction activities. Recent work has
identified lower volatility, reactive organic carbon from asphalt as an overlooked source of secondary
organic aerosol (SOA) precursor emissions. Here, we leverage potential emission estimates and usage
data to construct a bottom-up inventory of asphalt-related emissions in the United States. In 2018, we
estimate that hot-mix, warm-mix, emulsified, cutback, and roofing asphalt generated ~380 Gg (317 Gg—
447 Gg) of organic compound emissions. The impacts of these emissions on anthropogenic SOA and
ozone throughout the contiguous United States are estimated using photochemical modeling. In several
major cities, asphalt-related emissions can increase modeled summertime SOA, on average, by 0.1-0.2
ng m~3 (2-4% of SOA) and may reach up to 0.5 pg m~> at noontime on select days. The influence of
asphalt-related emissions on modeled ozone are generally small (~0.1 ppb). We estimate that asphalt
paving-related emissions are half of what they were nearly 50 years ago, largely due to the concerted
efforts to reduce emissions from cutback asphalts. If on-road mobile emissions continue their
multidecadal decline, contributions of urban SOA from evaporative and non-road mobile sources will
continue to grow in relative importance.

Liquid asphalt is a petroleum-derived material commonly used as a binder or sealant in construction. Historically, emissions from asphalt paving processes

occurring near-ambient temperatures have been included in the U.S. EPA's National Emissions Inventory. Recent research has chemically-speciated a range of
volatile organic vapors emitted from asphalt, including intermediate-volatility and semivolatile organic compounds, at temperatures associated with heated
paving processes. Here, we develop a nationwide inventory of asphalt-related emissions, including emissions from both heated and near-ambient temperature
processes, and subsequently use the inventory as inputs to a photochemical air quality model to quantify potential impacts on criteria pollutants. Our results

suggest that asphalt paving contributes significantly to nationwide volatile organic compound emissions and that these emissions can enhance local,
predominantly urban, fine particulate matter concentrations.

Introduction

processes, including the construction or re-surfacing of roads
and parking lots, as well as non-paving uses, such as the

Liquid asphalt is a petroleum-derived material commonly used
as a binder or sealant in construction. In 2018, ~20 Tg of liquid
asphalt was consumed in the United States for paving
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application of asphalt roofing coatings and manufacturing of
roofing shingles.' To produce liquid asphalt, petroleum feed-
stocks are vacuum distilled to an equivalent of +500 °C to
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remove the majority of more volatile components for other
downstream products.*

In paving processes, liquid asphalt is mixed with an aggre-
gate and can be applied at near-ambient or heated tempera-
tures. If applied at near-ambient conditions, additional
components must be added to lower the viscosity of the
mixture.” Following application, these added components
largely evaporate. Cutback asphalt is applied at ambient
temperatures and involves mixing asphalt binder and aggregate
with petroleum solvents (e.g., naphtha, kerosene, diesel), which
vary depending on the desired cure rate. Emulsified asphalt is
also applied in ambient conditions and utilizes water-based
solvents with an emulsifying agent. In contrast to cutback
asphalts, emulsified asphalts have become more common in
recent years due to lower emissions of traditional volatile
organic compounds (VOCs) and energy savings.®

Hot-mix asphalt is the most common application method for
asphalt paving and involves combining liquid asphalt, which is
stored hot on-site, with aggregate at a mixture temperature of
approximately 150 °C. The mixture is then hauled to the usage
site, where it is moved, placed, compacted, and ambiently
cooled without the need for added solvents. Warm-mix asphalt
is a more recent approach that enables paving to occur using
cooler temperature mixtures and constitutes ~20% of heated
asphalt paving.® Lower paving temperatures require additives
(water, organic-based, or a hybrid) to reduce the viscosity of the
mixture, but also promote energy savings through reductions in
fuel use and are designed to generate fewer organic emissions
during application.”

Historically, emissions from cutback and emulsified asphalt
have been estimated for the U.S. EPA's National Emissions
Inventory (NEI).* Due to the enhanced organic emissions from
their solvent additions, these processes were viewed as the
dominant source of reactive organic carbon (ROC) emissions
from asphalt paving. Here, ROC is defined as all non-methane
organic gases and organic aerosol.”® While heat-driven appli-
cation processes represent most paving activity, it had been
assumed that emissions were minimal due to the removal of
more volatile compounds during vacuum distillation. Recent
research has chemically-speciated a range of volatile organic
vapors emitted from asphalt, including intermediate-volatility
and semivolatile organic compounds (IVOCs, SVOCs), at
temperatures associated with hot-mix, warm-mix, and post-
application temperatures.” The photochemical oxidation of
VOCs, IVOCs, and SVOCs, from a mix of anthropogenic and
biogenic sources, can lead to the formation of secondary
organic aerosol (SOA), which is often the dominant component
of organic aerosol (OA) in urban environments.”** Since fine
particulate matter (PM, 5) is associated with impacts on human
health and wellbeing,"*** quantifying these emissions is
important for building useful platforms for air quality policy
analysis.

In this study, we develop a nationwide inventory of asphalt-
related emissions, including emissions from both paving and
non-paving processes, test the sensitivity of emissions to
uncertain parameters using a Monte Carlo analysis, and
subsequently use the inventory as inputs to the Community
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Multiscale Air Quality (CMAQ) model. Within CMAQ, this study
models the aging and transformation of lower volatility
organics using the Community Regional Atmospheric Chem-
istry Multiphase Mechanism' (CRACMM). We simulate air
quality throughout the continental United States and quantify
the potential impacts of asphalt emissions on criteria pollutants
(i.e., PM,5, O3z). In addition, we explore trends in historical
asphalt usage and estimated emissions by process type to
provide context on how air pollutants have evolved from
asphalt-related emissions in recent years.

Materials & methods
Asphalt emissions and speciation

Asphalt usage varies by process and year. Here, we apply
process-specific, 2018 usage statistics from an industry survey'
that reports annual usage of asphalt cement, cutback asphalt,
emulsified asphalt, and roofing asphalt. The U.S. Energy
Information Administration (EIA)* also reports the supply of
total asphalt and the difference in 2018 total asphalt usage
between the two datasets is ~4%, which provides confidence in
the overall usage patterns used here. Asphalt cement usage is
further split between hot-mix and warm-mix processes using
state-specific statistics from a separate industry report.®

The Asphalt Institute survey' specifies usage at various state-
level aggregations (ranging from 1-3 states). We disaggregate
these values to each state using state-specific usage statistics of
hot-mix and warm-mix asphalt.® For roofing asphalt, we allocate
usage to the state-level using construction expenditure statistics
from the U.S. Census Bureau." To further allocate emissions to
the county-level, we use estimates of paved vehicular miles
traveled for paving and population for non-paving asphalt
applications. Temporally, emissions are translated from
annual-to-monthly using product supply statistics from the U.S.
EIA® for asphalt processes applied heated and flat for asphalt
processes applied under ambient conditions. Further, diurnal
profiles are applied to emissions, with a peak at midday and
nadir at night.

Emissions from all asphalt processes are estimated during
both application and “in-use” periods, with “in-use” repre-
senting the emissions occurring at environmental temperatures
following the application process. Both application and in-use
emission factors for hot- and warm-mix paving asphalts, and
roofing asphalt, as well as the in-use emission factors for
cutback and emulsified asphalt, are based on measurements
from Khare et al.” Emission factors associated with the appli-
cation of cutback and emulsified asphalt paving follow the
methods used in the U.S. EPA's NEI,®* which are based on
compositional information reported in Material Safety Data
Sheets.

During the hot-mix application process, the asphalt mixture
is applied at elevated temperatures (~150 °C). Measurements
indicate that emissions are highest when heated and decline
over time following an exponential decay curve. Like Khare
et al.;” we estimate the application-related emissions over a 5
hours period with, which yields an average emission factor of
~4 g kg~' of asphalt binder (Table 1). Warm-mix asphalt

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Nationwide usage and application, in-use, and total emission factors for the asphalt-related processes and products considered here.
Note that the activity factor used here is in tons of liquid asphalt binder (i.e., excludes mass of aggregate)

Application-related

In-use emissions Total emissions

Type/process Usage [Gg asphalt] emissions [g kg™ " asphalt] [g kg™ ! asphalt] [g kg™ " asphalt]
Hot-mix 12231 4.0 1.0 5.0

Warm-mix 3182 2.2 1.0 3.2

Cutback 153 407 1.0 408

Emulsified 1960 98 1.0 99

Roofing 2910 0.2 17.8 18

application generally occurs at 20-40 °C cooler temperatures.
Reducing the asphalt temperature from 140 °C to 120 °C
reduces the initial magnitude of emissions by ~46% (Fig. S5+ of
Khare et al.”). As such, we adopt an average warm-mix applica-
tion emission factor of ~2 g kg™ asphalt. Cutback and emul-
sified application emission factors includes a volatilization
fraction of 95% for all added solvent components and yields an
emission factor of ~407 g kg™~ " asphalt for cutback asphalt and
~98 g kg™ ' asphalt for emulsified asphalt.? For roofing-related
asphalt application, we apply the hot-mix asphalt application
emission factor for the limited use of hot roofing application at
present day (~5%) since most roofing asphalt is applied with
limited heating.™®

In-use emissions continue after application, occur at
ambient temperatures, and are influenced by local climate.
They are enhanced with elevated surface temperatures and
a total of ~1 g kg~ " were observed over sustained, 82 hours
heating at 60 °C, with decaying but continued emissions beyond
the timescale of the experiment.” Asphalt surface temperatures
will vary with location, season, and time of day, with some
locations more frequently experiencing asphalt surface
temperatures =60 °C. While these emissions will expectedly
vary spatiotemporally, total in-use emission potential for all
asphalt paving processes of ~1 g kg™ (ref. 7) (Table 1) is applied
across the contiguous U.S. In-use roofing asphalt emissions also
occur with elevated roof temperatures and a total potential in-
use emission factor of 17.8 g kg™ * is used here from prior work.”

Like many sources, emission factors can be expected to vary
across asphalt products and processes, with variations due to
factors such as production and application methods, duration of
application processes, chemical composition, and environmental
conditions. As such, emissions measurements from experiments
have expectedly yielded a range of values, both larger and smaller
than those adopted here, and the inclusion of solar exposure (with
or without the presence of a water layer) can greatly enhance
emissions.”** The range of influencing factors all indicate that
both application and in-use asphaltrelated emissions factors
could greatly vary across source category types, though prior work
indicates a sizable reservoir of IVOCs and SVOCs in common
asphalt binders.” To incorporate the sensitivity of known and
unknown parameters, we employ a Monte Carlo analysis and
perform 10 000 simulations on emission factor estimates (Fig. 1a-
c¢). Our simulations take random samples within prescribed
uncertainty bounds for process-specific asphalt usage, the percent
of asphalt binder applied at reduced temperatures (i.e., warm-mix

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

asphalt), and both application and in-use emission factors for all
paving activities (Table S1t).

For product usage, we assume there is £25% uncertainty
(95% CI) at the state-level aggregations from the Asphalt Institute
survey' for all asphalt processes (i.e., both paving and non-
paving). This is likely conservative as multiple national-level
datasets report similar 2018 total asphalt usage. Annual statis-
tics on the amount of asphalt binder applied at warm-mix asphalt
temperatures features considerable state-to-state variability, so
we apply +25% uncertainty (95%) to the calculated split between
hot- and warm-mix asphalt paving at the state-level. Mean
emission factors associated with application follow the methods
of Khare et al.,” which estimates the application-related emis-
sions over a 5 hours period, though these emissions could occur
over different timescales depending on conditions and project
specifics. However, application timescales may vary based on the
distance between the asphalt plant and construction site, envi-
ronmental conditions, and other variables. To incorporate this
uncertainty, we assume application-related emissions from hot-
mix asphalt, warm-mix asphalt, and roofing asphalt feature
non-negative, skewed lower distributions with a threshold max
value equivalent to a 6 h timescale of emission and approximate
mean of a 5 h timescale of emission (Fig. S1a and ct). For cutback
and emulsified asphalt, we assume the application emission
factor uncertainty is £25% (Fig. S1bt). Measurements associated
with in-use emissions featured continued emissions beyond the
timescale of the experiment but were capped at a mean of ~1 g
kg ' for the main analysis. In the Monte Carlo analysis, we
assume these emissions are lognormally distributed across the
mean value of ~1 g kg™ for all paving applications (Fig. S1d and
et) and lognormally distributed with a mean value of ~17.8 g
kg™ for roofing asphalt (Fig. S1ff).

The speciation of hot-mix, warm-mix, and roofing asphalt
emissions used here were reported by Khare et al” (Fig. 1),
which was focused on C10 and larger compounds and thus does
not include C9 and smaller single-ring aromatics that are also
SOA precursors. For hot- and warm-mix asphalt, speciation
from a test at 140 °C were used for both processes (Fig. 1d).
These emissions are dominated by IVOC compounds (3 x 10>
pg m—3 < C* < 3 x 10° pg m™?) that span multiple functional-
ities, including significant quantities of oxygenates, aromatics,
polycyclic aromatic hydrocarbons, cyclic alkanes, and straight-
chained alkanes. The speciation of roofing asphalt-related
emissions utilize the results from a 75 °C experiment to simu-
late peak daytime roofing temperatures.” These non-pavement

Environ. Sci.. Atmos., 2023, 3, 1221-1230 | 1223
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Asphalt-Related Emission Factors
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Fig. 1 Total emission factors (i.e., application-related + in-use emissions), in g kg~* of liquid asphalt, from the Monte Carlo analysis, for (a) hot-

and warm-mix paving asphalt, (b) cutback and emulsified paving asphalt,

and (c) roofing asphalt. Emissions speciation of (d) hot- and warm-mix

paving asphalt, (e) cutback and emulsified paving asphalt, and (f) roofing asphalt.

emissions are relatively more volatile on average than the hot-
and warm-mix asphalt emissions and are predominantly
aromatics, cyclic alkanes, and straight-chained alkanes (Fig. 1f).
Cutback asphalts always, and emulsified asphalts sometimes,
contain organic solvents that vary based on the desired cure
rate.” These solvents may include gasoline, naphtha, kerosene,
and diesel. Here, we assume the organic solvent used in both
processes is kerosene (i.e., a medium cure rate solvent), though
we acknowledge that the use of diesel or gasoline as solvents
would increase the solvent's SOA and/or O; formation potential.
Kerosene is a petroleum-based hydrocarbon blend, largely
consisting of C6-C16 branched and straight-chained alkanes, as
well as polycyclic aromatic hydrocarbons.* As such, we utilize
a composite profile for lighter fluid from the U.S. EPA's
SPECIATE database® (profile 95820) that fits this chemical
description (Fig. 1e) for both cutback and emulsified asphalt
speciation. Using the SOA structure activity relationship (SAR)
screening tool from Pye et al.,' the estimated SOA yields from
the heated (Fig. 1d), emulsified/cutback (Fig. 1e), and roofing
asphalt (Fig. 1f) speciation profiles are 35%, 15%, and 38%,
respectively, with variations influenced by the chemical struc-
tures of the complex gas-phase precursor mixtures.

Photochemical modeling and evaluation

Air quality for 2018 is modelled using CMAQv5.4 at 12 km
resolution over the contiguous United States (CONUS).

1224 | Environ. Sci.. Atmos., 2023, 3, 1221-1230

Meteorological and non-asphalt emission inputs, including
wildland fires, are retrieved from the U.S. EPA's Air QUAlity
TimE Series (EQUATES) project®® and all simulations feature
a 10 days spin-up beginning in December 2017 to minimize the
influence of initial conditions. Additional modeling options
used here include: (1) an updated parameterization of aerosol
deposition in the M3DRY model,* including bidirectional
ammonia exchange,” (2) biogenic emissions generated inline
using the Biogenic Emission Inventory System (BEIS) v4,%® (3)
runtime emissions processing using the Detailed Emissions
Scaling, Isolation, and Diagnostic (DESID) module,* (4) and
gas- and aerosol-phase chemistry simulated using the
Community Regional Atmospheric Chemistry Multiphase
Mechanism (CRACMM) version 1.0 chemical mechanism.*®

The impact of asphalt-related emissions on SOA and ozone is
quantified by taking the difference between two photochemical
modeling simulations. The first simulation incorporates the
newly developed inventory and the second contains no asphalt-
related emissions but maintains all other anthropogenic and
biogenic emissions. To generate gridded emissions, we allocate
county-level emissions using total road miles and low/medium/
high development intensity from the National Land Cover
Database (NLCD) as proxies for paving and non-paving asphalt
applications, respectively.

To evaluate modeling performance, predictions of organic
carbon (OC), PM, 5, and the maximum daily 8 hours (MDAS8) O;
concentrations from the simulation including the newly

© 2023 The Author(s). Published by the Royal Society of Chemistry
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developed asphalt-related inventory are compared with obser-
vations from the U.S. Environmental Protection Agency's Air
Quality System (AQS). The model evaluation is facilitated using
the Atmospheric Model Evaluation Tool** and performance
metrics utilize aggregated statistics from Emery et al.*' The
performance metrics consider the absolute magnitude of
modelled normalized mean bias (NMB) and compare results to
top 33rd percentile (“goal”) and top 67th percentile (“criteria”)
of past evaluation applications for OC, PM, 5, and MDAS8 O;.
The top 33rd percentile of OC, PM, 5, and MDAS8 O3, NMB are
less than £15%, +10%, and +5%, respectively, and the top 67th
percentile of NMB for OC, PM, 5, and MDA8 O; are less than
+50%, +30%, and +15%, respectively.

Results
Asphalt-related emissions

Emissions from heated asphalt paving are predominantly from
hot-mix asphalt processes (Fig. 2a). In 2018, we estimate that
hot-mix asphalt (~12.2 Tg of usage) generated ~60 Gg of
organic emissions (95% CI: 45 Gg - 79 Gg), with most emissions
occurring during application (Fig. S1at). By comparison, emis-
sions from warm-mix asphalt paving were substantially smaller
(~10 Gg, 95% CI: 6 Gg - 15 Gg) due to both lower application-
related emission factors (Fig. S1at) and less usage (~3.2 Tg of
usage; ~21% of total heated asphalt paving nationally).
However, since application emissions from warm-mix asphalt
are lower than application-related emissions from hot-mix
asphalt (Fig. S1aft), the proportion of emissions occurring in
the in-use period are notably higher (~32% for warm-mix
asphalt vs. ~20% for hot-mix asphalt).

Emulsified asphalt paving is estimated to generate the most
asphalt-related emissions of any process (Fig. 2b) despite
occurring at ambient temperatures. This is due to both its
abundant usage (~1.9 Tg of liquid asphalt usage) and high
application-related emission factor (Fig. S1bf). In 2018, we
estimate that emulsified asphalt paving generated ~193 Gg of
organic emissions (95% CI: 143 Gg - 245 Gg). Cutback asphalt
paving, which features an extremely large emissions potential
per mass usage (Fig. 1b), was estimated to generate ~62 Gg of

Hot-Mix & Warm-Mix Emissions

Cutback & Emulsified Emissions

View Article Online
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organic emissions (95% CI: 46 Gg — 80 Gg). This mass is nearly
equivalent to the emissions from hot-mix asphalt paving,
despite being only a fraction (~1%) of the usage (~153 Gg).

Roofing asphalt, by contrast, are dominated by emissions
that occur during the in-use period (~99%). We estimate that
~54 Gg of organic emissions (95% CI: 28 Gg - 93 Gg) occurred
in 2018 from this process (Fig. 2c). While usage of roofing
asphalt (~2.9 Tg) was ~4x less than hot-mix asphalt and ~20x
greater than cutback asphalt, emissions from these three
processes was roughly equivalent. Nationally, the span of
emissions estimates from paving and non-paving processes
were predominantly driven by uncertainty associated with
application and in-use emission factors, respectively.

Spatially, total potential asphalt-related emissions were
highest in Texas (34 Gg) and California (31 Gg). A secondary
state-level peak occurred in the upper midwest, where emis-
sions eclipsed 15 Gg in Ohio, Michigan, Illinois, Wisconsin, and
Indiana (Fig. S2t). Several less populated states with more
sparse highway infrastructure (e.g., Montana, Wyoming, North
Dakota), as well as smaller states in the upper Northeast (e.g.,
New Hampshire, Vermont, Maine), featured total state-level
emissions <5 Gg. Due to the allocation methods employed in
this analysis (i.e., mostly paved vehicular miles traveled),
county-level emissions tend to congregate in the urban centers
of each state.

Model performance

The normalized mean bias for 24 seasonal and regional (4
seasons and 6 regions) aggregations using the simulation with
updated asphalt-related emissions were included in the model
evaluation of predicted OC, PM, 5, and MDAS O; (Fig. S3, Table
S31). OC model performance featured significant seasonal
variation, with positive bias (+66% NMB throughout the
CONUS) in the winter and low bias in the summer (—34% NMB).
In the summertime, low OC bias is largest in the western half of
the United States and coincides with even lower relative PM, 5
bias, suggesting wildland fire emissions may be a driver for this
performance. Of the 24 seasonal and regional aggregations
evaluated here for OC, 4 reached the NMB “goal” defined by

Roofing Emissions

(a) (b)

(c)
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Fig. 2 Distributions of national-level annual emissions estimates from
asphalt, and (c) roofing asphalt.
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(a) hot- and warm-mix paving asphalt, (b) cutback and emulsified paving
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Emery et al.,** 15 met the “criteria,” and 5 met neither. PM, 5
performance was seasonally consistent with the OC model
performance (i.e., generally high bias in the cooler months and
low bias in the warmer months). In contrast to OC and PM, s,
modelled O; performance was consistent with prior CMAQ
work.* This includes a low bias throughout the CONUS for
springtime months, a low bias in the southwest spanning all
seasons, and high bias in the midwest for non-springtime
months. In addition, the model was 11-17% high biased in
the eastern half of the United States in the fall. These modelled
biases have been previously attributed to underestimated lateral
boundary O3 in the winter and spring, and uncertainty in dry
deposition and emissions.>® For MDAS8 O3, 6 of the evaluation
aggregations met the modeling performance NMB “goal,” 14
met the “criteria,” and 4 met neither.

Air quality impacts from asphalt-related emissions

Anthropogenic SOA enhancements from asphalt-related emis-
sions were highest in the summertime (Fig. 3), with population-
weighted peaks of 0.1-0.2 ug m™? in Southern California, New
York City, and several counties in the upper Midwest. These
seasonal average concentrations account for 2-4% of the
modelled, county-level SOA. Wintertime enhancements were
roughly half as large due to the slower photochemistry and less
emissions during the cooler months. Diurnally, SOA enhance-
ments were typically largest in the middle of the day and
featured significant day-to-day variation. In Queens County, NY,
average noontime SOA enhancements from asphalt-related
emissions were 0.2 ug m~>, but several modelled days featured
enhancements eclipsing 0.5 pg m™>. Similar day-to-day vari-
ability was also observed in other highly populated cities, such as
Los Angeles, Denver, and Chicago (Fig. 3), and in all seasons.
Notably, results for both Texas and Florida indicate very little
enhancements of asphalt-related SOA despite considerable
emissions (34 Gg and 9 Gg, respectively). The proportion of

Los Angeles County, CA

Asphalt SOA Enhancement [ug m~3]
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asphalt-related emissions from heated applications (hot-mix,
warm-mix, and roofing), which result in relatively lower vola-
tility components than paving asphalt applied under ambient
conditions (Fig. 1), are similar in California, the upper Midwest,
and Texas (23-31%). Since emissions from asphalt-related
sources are dominated by IVOCs, OA formation pathways
predominantly rely upon oxidation of the primary, evaporative
vapors. This process can be modulated by the abundance of
local oxidants® and this appears to be the driver of the low
asphalt-related SOA in both Texas and Florida (Fig. S4t). For
example, the average noontime O; concentration in both
Houston, TX and Orlando, FL was ~10 ppb less than the
concentrations in Los Angeles and New York City.

The influence of asphalt-related emissions on MDA8 O; also
peaked in the summertime but was generally small (Fig. S57).
Outside of Southern California and the urban cores of other
major cities, asphalt-related emissions increased summertime
MDAS8 O; by <0.1 ppb, and mostly only by <0.01 ppb. According
to ground- and satellite-based observations, most of the CONUS
outside major urban areas is NO,-limited for O; formation,*
which is consistent with the small impact of asphalt emissions
on O; seen here. In Los Angeles, the population-weighted,
summertime average MDAS8 O; enhancement from asphalt-
related emissions is 0.2 ppb. However, like modelled SOA,
there is significant day-to-day variation in impacts and
enhancements could nearly double (~0.4 ppb) on select days.
Similar enhancements were modelled in the New York City
region, though were generally half as large (~0.1 ppb) in other
major cities (e.g., Chicago, Denver) and below 0.01 ppb in most
other areas. These concentrations translate to 0.1-0.4% of the
modelled, county-level MDA8 Oj; in the summertime.

Historical trends of asphalt emissions

Process-level usage of liquid asphalt exhibits long-term trends
that are reflected in emission estimates (Fig. 4). Over the period
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of the day and shading represents the asphalt-related enhancements for 95% of all days. Note: Chicago is in Cook County, Illinois.
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Fig. 4 Estimated 2010-2018 national-scale emissions for all asphalt
processes. Note that emissions from emulsified asphalt utilize the
secondary (right) y-axis.

2010-2018, liquid asphalt usage increased roughly 3% per year.
Most processes featured increases over this period, including
hot-mix asphalt paving (2.7% per year), warm-mix asphalt
paving (7.2% per year), emulsified paving (6.4% per year), and
roofing asphalt products (6.0% per year). As hot-mix asphalt
paving is the dominant usage process (~60% of all asphalt
usage), its trajectory drives the overall usage patterns. In
contrast, cutback asphalt paving featured a decrease of ~3.5%
per year.

Since cutback asphalt paving features the largest emissions
potential (Fig. 1), the usage reduction between 2010 and 2018
continues a decades long decline in overall asphalt-related
emissions, both from cutback asphalt and asphalt paving
more broadly. In 1975, national VOC emissions from cutback
asphalt paving were estimated to be ~600 Gg,*® which is ~8x
higher than present day emissions from cutback asphalt paving
and ~2x higher than all present-day asphalt paving emissions.
All other liquid asphalt processes feature increases in estimated
emissions since 2010, driven by increased activity. Heated
paving emissions (i.e., hot-mix and warm-mix) have grown, with
warm-mix asphalt emissions, which have less emissions per
mass of asphalt applied (Fig. 1), outpacing the relative emis-
sions growth from hot-mix asphalt paving. The sustained
substitution of emulsified asphalt in place for cutback asphalt
for ambient paving applications has driven emulsified asphalt
emissions to be the dominant emissions source from liquid
asphalt. Similar conclusions were presented in prior National
Emission Inventories® and this trend continues in the present
analysis. Emissions from roofing asphalt have also increased
since 2010 but are estimated to emit less organics than all other
liquid asphalt usage processes.

Discussion & conclusions

Nationwide, liquid asphalt-related emissions contributed an
estimated ~380 Gg of organic emissions (95% CI: 317 Gg - 447
Gg) in 2018. This is ~12% the mass of known emissions from
volatile chemical products (VCPs),*” a separate and increasingly
important evaporative source of anthropogenic organic emis-
sions. However, asphalt-related emissions are of lower volatility

© 2023 The Author(s). Published by the Royal Society of Chemistry
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and have high SOA yields on average. Compared to the 2017 NEI
(~158 Gg),® the asphalt-related emissions derived here are ~222
Gg higher. This is due to the inclusion of new sources (i.e., hot-
mix, warm-mix, and roofing asphalt emissions) and better
reflecting the present-day usage patterns of cutback and emul-
sified asphalt (see Fig. 4). Here, 2018 usage statistics are applied
for all emission calculations, whereas the 2017 NEI relied upon
usage statistics from a 2008 survey.

Emissions from asphalt-related processes undergo oxidation
in the atmosphere and form both SOA and O;. The magnitude
of both pollutants are highest in the summertime and in the
middle of the day when photochemistry peaks, which may also
coincide with enhancements in temperature (or solar) depen-
dent emissions of in-use asphalt materials. In several major
cities (e.g., Los Angeles, New York City) and in the upper Mid-
west, asphalt-related emissions increase the summertime
population-weighted concentration of anthropogenic SOA, on
average, by 0.1-0.2 ug m >, and can reach up to 0.5 pg m > at
noontime on select days. In these regions, such concentrations
account for 2-4%, on average, of the modelled SOA. In contrast,
the influence of asphalt-related emissions on O; were more
localized and generally small. Several major cities feature
enhancements of summertime MDAS O; on the order of 0.1-
0.2 ppb (0.1-0.4% of the modelled MDAS O;), whereas much of
the remaining CONUS features enhancements <0.01 ppb.
Interestingly, several states feature sizable quantities of asphalt-
related emissions (e.g., Texas and Florida) that do not translate
into much asphalt-related SOA due to lower concentrations of
oxidants, highlighting the importance of chemistry on SOA
formation.

Variability in the magnitude of emissions from asphalt-
related materials during application, in-use, and other parts
of their complete lifecycle are expected, and may be due to
several variables. These variables include, but are not limited to,
feedstock composition, production processes, final binder
chemical composition, application methods and conditions,
pavement or roofing material physical properties, environ-
mental conditions, and aging/weathering. The emission esti-
mates and uncertainty analysis used here, in concert with
spatially resolved usage data and photochemical modeling, are
intended to contextualize the potential contributions of asphalt-
related emissions to air quality, relative to ambient pollutant
concentrations and other sources. While uncertainty in the
results presented here are reflected in the Monte Carlo analysis,
key areas of further research that could better constrain these
estimates include future updates to application-related or in-
use emission factors for cutback and emulsified asphalt, anal-
ysis of potential application-related or in-use emissions from
a range of other roofing asphalt products, including those
applied at near-ambient temperatures using solvents, allocation
of emissions from the state-level to the county-level, temporal
allocation of emissions, and chemical aging of the highly
functionalized species following emission in photochemical
modeling mechanisms. Quantification of application-related
emissions from emulsified asphalt would be especially useful
since asphalt usage for this process are growing in magnitude
(Fig. 4). It is possible the application emission factor adopted
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here and used in the 2017 NEI is biased high,* however, given
the speciation of emulsified asphalt (predominantly C* > 3 x
10° pg m ), variation in these emissions should not affect the
anthropogenic SOA predictions presented here. In addition,
quantification of emissions from production and storage facil-
ities were not specifically included in the sensitivity simulations
performed here; both of which may include SOA precursor
emissions. Experiments also indicate that emissions from
asphalt are amplified following exposure to increased solar
irradiance, often with a rise in the fraction of SVOCs (3 x 10"
ng m 3 < C* <3 x 10® ug m*).” These dependencies were not
considered here and could lead to an increased enhancement of
SOA on sunny, clear sky days, especially when coupled with high
surface temperatures.

Nationally, the emissions presented here (~380 Gg) have an
estimated effective SOA yield of ~22%, resulting in an estimated
SOA potential of ~85 Gg. Following photochemical transport
modeling, this leads to a summertime SOA average of ~0.1-0.2
pug m— in the most densely populated cities of the United
States. While modest in magnitude, if on-road tailpipe emis-
sions continue their multidecade decline,'®*** the contribution
of urban SOA from evaporative sources and other non-
traditional sources will grow in relative proportion in the
coming years-to-decades.” Furthermore, while the scale of the
modeling implemented here (12 km resolution) is appropriate
for estimating the contributions of asphalt emissions to
regionally distributed SOA and O, asphalt-paving activities
should not be overlooked when considering the potential
impacts of direct emissions at the community-scale. Finally, it
should be noted that asphalt application is an intermittent
process and the temporal profile of emissions applied in the
photochemical modeling performed here likely smoothes the
day-to-day enhancements to PM, 5 and O; from asphalt-related
processes.

Author contributions

K. M. S. designed the research scope. All authors participated in
data/measurement curation, model development, and/or anal-
ysis. K. M. S. drafted the initial manuscript and all authors
contributed to subsequent drafts. All authors have given
approval to the final version of the manuscript.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

This research was supported in part by an appointment to the
U.S. Environmental Protection Agency (EPA) Research Partici-
pation Program administered by the Oak Ridge Institute for
Science and Education (ORISE) through an interagency agree-
ment between the U.S. Department of Energy (DOE) and the U.S.
Environmental Protection Agency. ORISE is managed by ORAU
under DOE contract number DE-SC0014664. All opinions
expressed in this paper are the author's and do not necessarily

1228 | Environ. Sci.: Atmos., 2023, 3, 1221-1230

View Article Online

Paper

reflect the policies and views of US EPA, DOE, or ORAU/ORISE.
Drew R. Gentner would like to acknowledge financial support
from U.S. NSF (CBET-2011362). Comments by Barron Hender-
son (EPA), Colleen Baublitz (EPA), and 3 anonymous reviewers
served to strengthen this manuscript.

References

1 Asphalt Institute, 2018 Asphalt Usage Survey for the United
States and Canada, A. Q. A. D. Office of Air Quality
Planning and Standards, Emissions Inventory and Analysis
Group, Prepared by the Asphalt Institute, 2018.

2 The Freedonia Group, Paving Asphalt: United States,
Freedonia Focus Reports, US Collection, 2017.

3 U.S. EIA, Petroleum & Other Liquids — Asphalt and Road Oil -
Product Supplied, U.S. Energy Information Administration,
2022.

4 The Asphalt Institute & European Bitumen Association, The
Bitumen Industry: A Global Perspective: Production,
Chemistry, Use, Specification and Occupational Exposure, 2015.

5 U.S. EPA, Emission Inventory Improvement Program, Volume
I, Chapter 17, Asphalt Paving, Prepared by Eastern
Research Group, Inc.; Prepared for Area Source Committee
of the Emission Inventory Improvement Program, 2001.

6 B. A. Williams, J. R. Willis and T. C. Ross, Annual Asphalt
Pavement Industry Survey on Recycled Materials and Warm-
Mix Asphalt Usage: 2018, 9th Annual Survey (IS 138),
National Asphalt Pavement Association, 2019.

7 P. Khare, J. Machesky, R. Soto, M. G. He, A. A. Presto and
D. R. Gentner, Asphaltrelated emissions are a major
missing nontraditional source of secondary organic aerosol
precursors, Sci. Adv., 2020, 6, eabb9785.

8 U.S. EPA, 2017 National Emissions Inventory: January 2021
Updated Release, Technical Support Document, A. Q. A. D.
Office of Air Quality Planning and Standards, Emissions
Inventory and Analysis Group, Office of Air Quality
Planning and Standards, Air Quality Assessment Division,
Emissions Inventory and Analysis Group, 2021.

9 C. L. Heald and J. H. Kroll, The fuel of atmospheric
chemistry: toward a complete description of reactive
organic carbon, Sci. Adv., 2020, 6, eaay8967.

10 S. A. Safieddine, C. L. Heald and B. H. Henderson, The global
nonmethane reactive organic carbon budget: a modeling
perspective, Geophys. Res. Lett., 2017, 44, 3897-3906.

11J. L. Jimenez, M. R. Canagaratna, N. M. Donahue,
A. S. H. Prevot, Q. Zhang, J. H. Kroll, P. F. DeCarlo,
J. D. Allan, H. Coe, N. L. Ng, A. C. Aiken, K. S. Docherty,
I. M. Ulbrich, A. P. Grieshop, A. L. Robinson, J. Duplissy,
J. D. Smith, K. R. Wilson, V. A. Lanz, C. Hueglin, Y. L. Sun,
J. Tian, A. Laaksonen, T. Raatikainen, ]J. Rautiainen,
P. Vaattovaara, M. Ehn, M. Kulmala, J. M. Tomlinson,
D. R. Collins, M. ]J. Cubison, E. ]J. Dunlea, J. A. Huffman,
T. B. Onasch, M. R. Alfarra, P. I. Williams, K. Bower,
Y. Kondo, J. Schneider, F. Drewnick, S. Borrmann,
S. Weimer, K. Demerjian, D. Salcedo, L. Cottrell, R. Griffin,
A. Takami, T. Miyoshi, S. Hatakeyama, A. Shimono,
J. Y. Sun, Y. M. Zhang, K. Dzepina, J. R. Kimmel,

© 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/d3ea00066d

Open Access Article. Published on 19 July 2023. Downloaded on 12/4/2025 2:57:32 AM.

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

(cc)

Paper

D. Sueper, J. T. Jayne, S. C. Herndon, A. M. Trimborn,
L. R. Williams, E. C. Wood, A. M. Middlebrook, C. E. Kolb,
U. Baltensperger and D. R. Worsnop, Evolution of Organic
Aerosols in the Atmosphere, Science, 2009, 326, 1525-1529.

12 R. Volkamer, J. L. Jimenez, F. San Martini, K. Dzepina,
Q. Zhang, D. Salcedo, L. T. Molina, D. R. Worsnop and
M. J. Molina, Secondary organic aerosol formation from
anthropogenic air pollution: rapid and higher than
expected, Geophys. Res. Lett., 2006, 33, L17811.

13 B.]. Williams, A. H. Goldstein, N. M. Kreisberg, S. V. Hering,
D. R. Worsnop, I. M. Ulbrich, K. S. Docherty and
J. L. Jimenez, Major components of atmospheric organic
aerosol in southern California as determined by hourly
measurements of source marker compounds, A¢tmos. Chem.
Phys., 2010, 10, 11577-11603.

14 H. O. T. Pye, C. K. Ward-Caviness, B. Murphy, K. W. Appel
and K. M. Seltzer, Secondary organic aerosol association
with cardiorespiratory disease mortality in the United
States, Nat. Commun., 2021, 12, 7215.

15 U.S. EPA, Integrated Science Assessment for Particulate Matter,
C. F. P. H. E. A. Office of Research and Development, Office
of Research and Development — Center for Public Health &
Environmental Assessment-RTP, 2019.

16 H. O. T. Pye, B. K. Place, B. N. Murphy, K. M. Seltzer,
E. L. D’Ambro, C. Allen, I. R. Piletic, S. Farrell,
R. H. Schwantes, M. M. Coggon, E. Saunders, L. Xu,
G. Sarwar, W. Hutzell, K. M. Foley, G. Pouliot, J. Bash and
W. R. Stockwell, Linking gas, particulate, and toxic
endpoints to air emissions in the Community Regional
Atmospheric Chemistry Multiphase Mechanism
(CRACMM) version 1.0, Atmos. Chem. Phys., 2023, 23(9),
5043-5099.

17 U.S. Census Bureau, Construction Spending - Total
Construction Spending — Historical Value Put in Place, U.S.
Census Bureau, 2022.

18 P. Khare and D. R. Gentner, Considering the future of
anthropogenic gas-phase organic compound emissions
and the increasing influence of non-combustion sources
on urban air quality, Atmos. Chem. Phys., 2018, 18, 5391-
5413.

19 M. L. Chacon-Patino, S. F. Niles, A. G. Marshall,
C. L. Hendrickson and R. P. Rodgers, Role of Molecular
Structure in the Production of Water-Soluble Species by
Photo-oxidation of Petroleum, Environ. Sci. Technol., 2020,
54, 9968-9979.

20 D. M. Kriech, A. C. Crawford, L. A. Smith, L. V. Osborn and
A. J. Kriech, Characterizing asphalt emissions under in-
service conditions, Atmos. Environ.: X, 2022, 16, 100196.

21 S. F. Niles, M. L. Chacon-Patino, S. P. Putnam, R. P. Rodgers
and A. G. Marshall, Characterization of an Asphalt Binder
and Photoproducts by Fourier Transform Ion Cyclotron
Resonance Mass Spectrometry Reveals Abundant Water-
Soluble Hydrocarbons, Environ. Sci. Technol., 2020, 54,
8830-8836.

22 A. Gundla and B. S. Underwood, Molecular weight
distribution of asphalt binders from Laser Desorption
Mass Spectroscopy (LDMS) technique and its relationship

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

View Article Online

Environmental Science: Atmospheres

to linear viscoelastic relaxation spectra, Fuel, 2020, 262,
116444.

23 N. L. Lam, K. R. Smith, A. Gauthier and M. N. Bates,
Kerosene: A Review of Household Uses and Their Hazards
in Low- and Middle-Income Countries, J. Toxicol. Environ.
Health, Part B, 2012, 15, 396-432.

24 U.S. EPA, SPECIATE Version 5.1 Database Development
Documentation, O. O. R. A. D. O. O. A. Q. P. A. Standards,
Office of Research and Development & Office of Air Quality
Planning and Standards, 2020.

25 K. M. Foley, G. A. Pouliot, A. Eyth, M. F. Aldridge, C. Allen,
K. W. Appel, J. O. Bash, M. Beardsley, J. Beidler, D. Choi,
C. Farkas, R. C. Gilliam, J. Godfrey, B. H. Henderson,
C. Hogrefe, S. N. Koplitz, R. Mason, R. Mathur, C. Misenis,
N. Possiel, H. O. T. Pye, L. Reynolds, M. Roark, S. Roberts,
D. B. Schwede, K. M. Seltzer, D. Sonntag, K. Talgo, C. Toro,
J. Vukovich, J. Xing and E. Adams, 2002-2017
Anthropogenic Emissions Data for Air Quality Modeling
over the United States, Data in Brief, 2023, 47, 109022.

26 J. E. Pleim, L. M. Ran, R. D. Saylor, J. Willison and
F. S. Binkowski, A New Aerosol Dry Deposition Model for
Air Quality and Climate Modeling, J. Adv. Model. Earth
Syst., 2022, 14(11), €2022MS003050.

27 J. E. Pleim, L. M. Ran, W. Appel, M. W. Shephard and
K. Cady-Pereira, New Bidirectional Ammonia Flux Model in
an Air Quality Model Coupled With an Agricultural Model,
J. Adv. Model. Earth Syst., 2019, 11, 2934-2957.

28 J. O. Bash, K. R. Baker and M. R. Beaver, Evaluation of
improved land use and canopy representation in BEIS
v3.61 with biogenic VOC measurements in California,
Geosci. Model Dev., 2016, 9, 2191-2207.

29 B. N. Murphy, C. G. Nolte, F. Sidi, J. O. Bash, K. W. Appel,
C. Jang, D. Kang, J. Kelly, R. Mathur, S. Napelnok,
G. Pouliot and H. O. T. Pye, The Detailed Emissions
Scaling, Isolation, and Diagnostic (DESID) module in the
Community Multiscale Air Quality (CMAQ) Modeling
System version 5.3, Geosci. Model Dev., 2021, 14(6), 3407-
3420.

30 K. W. Appel, R. C. Gilliam, N. Davis, A. Zubrow and
S. C. Howard, Overview of the atmospheric model
evaluation tool (AMET) v1.1 for evaluating meteorological
and air quality models, Environ. Model. Softw., 2011, 26,
434-443.

31 C. Emery, Z. Liu, A. G. Russell, M. T. Odman, G. Yarwood and
N. Kumar, Recommendations on statistics and benchmarks
to assess photochemical model performance, J. Air Waste
Manage., 2017, 67, 582-598.

32 K. M. Seltzer, B. N. Murphy, E. A. Pennington, C. Allen,
K. Talgo and H. O. T. Pye, Volatile Chemical Product
Enhancements to Criteria Pollutants in the United States,
Environ. Sci. Technol., 2022, 56, 6905-6913.

33 K. W. Appel, J. O. Bash, K. M. Fahey, K. M. Foley,
R. C. Gilliam, C. Hogrefe, W. T. Hutzell, D. Kang,
R. Mathur, B. N. Murphy, S. L. Napelnok, C. G. Nolte,
J. E. Pleim, G. A. Pouliot, H. O. T. Pye, L. Ran, S. ]J. Roselle,
G. Sarwar, D. B. Schwede, F. I. Sidi, T. L. Spero and
D. C. Wong, The Community Multiscale Air Quality

Environ. Sci.. Atmos., 2023, 3, 1221-1230 | 1229


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3ea00066d

View Article Online

Environmental Science: Atmospheres Paper
(CMAQ) model versions 5.3 and 5.3.1: system updates and
evaluation, Geosci. Model Dev., 2021, 14, 2867-2897.

34 H. O. T. Pye, E. L. D'’Ambro, B. Lee, S. Schobesberger,
M. Takeuchi, Y. Zhao, F. Lopez-Hilfiker, J. M. Liu,
J. E. Shilling, J. Xing, R. Mathur, A. M. Middlebrook,

36 U.S. EPA, Control of Volatile Organic Compounds from Use of
Cutback Asphalt, O. O. A. A, W. M.-O. O. A. Q. P. A
Standards, Office of Air and Waste Management - Office of
Air Quality Planning and Standards, 1977.

37 K. M. Seltzer, E. Pennington, V. Rao, B. N. Murphy, M. Strum,

Open Access Article. Published on 19 July 2023. Downloaded on 12/4/2025 2:57:32 AM.

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

(cc)

J. Liao, A. Welti, M. Graus, C. Warneke, J. A. de Gouw,

J. S. Holloway, T. B. Ryerson, I. B. Pollack and
J. A. Thornton, Anthropogenic enhancements to
production of highly oxygenated molecules from

autoxidation, Proc. Natl. Acad. Sci. U. S. A., 2019, 116, 6641—
6646.

35 X. Jin, A. Fiore, K. F. Boersma, I. De Smedt and L. Valin,

Inferring Changes in Summertime Surface Ozone-NO,-
VOC Chemistry over U.S. Urban Areas from Two Decades
of Satellite and Ground-Based Observations, Environ. Sci.
Technol., 2020, 54, 6518-6529.

1230 | Environ. Sci.: Atmos., 2023, 3, 1221-1230

K. K. Isaacs and H. O. T. Pye, Reactive organic carbon
emissions from volatile chemical products, Atmos. Chem.
Phys., 2021, 21, 5079-5100.

38 G. A. Bishop and D. H. Stedman, A decade of on-road

emissions measurements, Environ. Sci. Technol., 2008, 42,
1651-1656.

39 B. C. McDonald, D. R. Gentner, A. H. Goldstein and

R. A. Harley, Long-Term Trends in Motor Vehicle
Emissions in US Urban Areas, Environ. Sci. Technol., 2013,
47, 10022-10031.

© 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/d3ea00066d

	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...

	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...

	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...
	Anthropogenic secondary organic aerosol and ozone production from asphalt-related emissionsElectronic supplementary information (ESI) available. See...


