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Abstract: Polycyclic aromatic hydrocarbons (PAHs), an important class of hazardous airborne
pollutants, are mutagenic and carcinogenic substances known to be released during the paving of
asphalt. In this study, PAHs emitted from an asphalt mix plant were analyzed to investigate the
effects on a suburban residential area. Black carbon, organic carbon, elemental carbon, and PAHs
in fine particulate matter (PM; 5) were analyzed in a village near the asphalt mix plant. The results
of wind direction analysis revealed that the village was meteorologically affected by emissions
from the asphalt mix plant. PAHs in PM, 5 ranged from 0.51 to 60.73 ng/m?, with an average
of 11.54 ng/m3. Seasonal PAHs were highest in winter, followed in order by spring, autumn,
and summer. The diagnostic ratios between PAHs indicate that the source of PAHs could be incomplete
combustion of petrogenic origin. The maximum black carbon concentration in the intensive periods
reaches up to 14.17 pg/m> during mix plant operation periods. Seasonal Y BaPrgr values based on
Toxic Equivalence Factor were: winter (2.284 ng/m?), spring (0.575 ng/m?), autumn (0.550 ng/m?),
and summer (0.176 ng/m3). The values are about 6.5 times higher than the concentration in another
background area and more than three times higher than those in the capital city, Seoul, in the Republic
of Korea. In conclusion, primary emissions from the point source can be considered the major
contributor to pollution in the residential area.
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1. Introduction

Air pollutants are generally known to be harmful to humans and the environment. According to
a recent study on long-term exposure to fine particulate matter (PM; 5), each 10 ug/m3 increase in the
concentration of PM; 5 in the atmosphere increases total deaths by 4%, cardiovascular deaths by 6%,
and cancer deaths by 8% [1]. Therefore, organic species in PM; 5, one class of air pollutants, have also
been classified as separate carcinogens [2]. In addition, some of the components of particulate matter
are toxic chemicals [3]. Recently, the International Agency for Research on Cancer (IARC) classified the
mix of substances found in outdoor air as a carcinogenic substance in ‘Group 1’ [4]. Among the various
organic compounds that make up PMj, 5, polycyclic aromatic hydrocarbons (PAHs) are considered
to be representative toxic chemicals because they have many combustion sources and they include
compounds which pose health risks, such as benzo(a)pyrene [4].
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PAHs are organic pollutants that are widely distributed in the environment due to natural
occurrences such as volcanic eruptions and wildfires and are also artificially generated through
incomplete combustion of fuels such as gasoline, diesel, and coal [5-8]. In the atmosphere, PAHs
exist in gaseous and particulate forms and can be transported over long distances, thus affecting soil,
vegetation, and humans [9-11]. As PAHs are thermally and chemically stable, PAHs transported
over long distances can be utilized as a markers of PM origin [7,12]. PAHs are substances that
have potential cytotoxic, mutagenic, and carcinogenic effects; they also cause direct and indirect
damage to deoxyribonucleic acid (DNA) [13]. The United States Environmental Protection Agency
(US-EPA) and IARC have defined seven carcinogenic PAHs compounds (benzo[a]pyrene, chrysene,
benzol[b]fluoranthene, benzo[k]fluoranthene, benz[a]anthracene, dibenz[a,h]anthracene, and indeno
[1,2,3-cd]pyrene) as possible carcinogens [14-17]. This indicates that PAHs are harmful to humans,
and monitoring of PAHs in areas of high population density and around the sources of their emission
(mostly industrial sources like asphalt plants) is therefore necessary.

Asphalt mix factories are one of the main emission sources of PAHs because of the heavy oil
combustion process they use. At the final stage of manufacturing asphalt, high density smoke with
steam and solid particles including PAHs can be emitted even when a control system (which should be
directed to PM, 5 since the coarse PM is probably captured by dust collectors) is used [18]. In general,
the manufacturing temperature of asphalt is known to be 135 °C or higher and requires a high
temperature of 260 °C or higher depending on the characteristics of the raw material for manufacturing
asphalt [19,20]. It is known that the type and amount of the material to be discharged varies according
to the asphalt manufacturing temperature, and generally, the higher the manufacturing temperature,
the more various materials are released [21]. As a result of previous studies, it is known that some
materials (fluoranthene, benzo[b]fluoranthene, benzo[a]pyrene, etc.) are discharged only at 160 °C or
more in relation to the asphalt manufacturing temperature [21]. Exposure to compounds in asphalt
emissions is known to reduce lung function and increase lung cancer incidence [22,23]. In addition,
PAHs in asphalt emissions are known to be absorbed by the human body through not only the
respiratory system but also the skin [24,25]. As these hazards of asphalt emissions have been identified,
the IARC has classified emissions from occupational exposure and road pavement as possible human
carcinogens (IARC Group 2B) [26].

Asphalt production was about 1.6 trillion tons in 2007 and is currently estimated at about 87
million tons. Since about 85% of the asphalt produced is used as a binder in pavements, human access to
asphalt is common [20,21]. Therefore, a method for reducing the amount of various harmful substances
emitted from asphalt has been developed. As a representative technique, there is a method based
on changing the asphalt manufacturing temperature: (i) cold mix asphalt (CMA) manufactured at a
temperature lower than 60 °C; (ii) half-warm mix asphalt (HWMA) manufactured at less than 100 °C,
normally at 70-95 °C; (iii) warm mix asphalt (WMA) manufactured at temperatures of 110-140 °C [27].
Another technique is to mix various materials in the production of asphalt. Typical mixtures include
styrene butadiene styrene, activated carbon, layered double hydroxides, and various polymers [28].
Despite the fact that these new technologies are more environmentally friendly than conventional
asphalt, there are not many examples of field applications to date because the new products are
somewhat less effective than conventional asphalt. Most of the current studies related to asphalt
have aimed to evaluate human exposure and hazardous emissions during the road paving process.
Meanwhile, research on the environmental impact of asphalt manufacturing facilities such as asphalt
mix plants is insufficient. Since PAHs deposited on PM can be transported over long distances, it is
important to assess the hazards of asphalt mix plants, which emit PAHs in greater amounts than are
emitted from road pavement.

The purpose of this study is to investigate the impact of pollutant emissions from an asphalt mix
plant in a suburban residential area based on PAH concentrations. PAHs were analyzed using gas
chromatography/mass spectrometry (GC/MS). In addition, the point source of PAHs was determined
by analyzing the characteristics of black carbon (BC), organic carbon (OC), elemental carbon (EC),
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and PAH concentrations. In addition, toxic equivalency factors (TEF) were evaluated based on
PAH concentrations.

2. Materials and Methods

2.1. Sampling and Chemical Analysis

The study area is a typical suburban residential area located in the Republic of Korea. The village
(35.457° N, 127.464° E) has a population of about 50 people, and there is an asphalt mix plant (35.457° N,
127.469° E, elevation 223 m, area of 35,000 m?) located about 300 m away from the residential
area (Figure 1). Two integrated samplers, a low volume sampler with a flow rate of 16.7 L/min
(URG-2000-30EHS/filter pack; URG-2000-30FG, Chapel Hill, NC, USA) and a high volume sampler
(1013 L/min: Thermo Fisher Scientific, Waltham, MA, USA), were deployed for sample collection
during the measurement period [29,30]. The nearby asphalt mix plant was established in 1995, and after
the first lung cancer patient in the area was diagnosed in 1999, the National Center for Disease Control
(NCDC) announced that 14 of the 50 residents of the village had been diagnosed with cancer [31,32].
Therefore, the incidence rate of cancer patients in this village is substantially higher than the national
average. To identify pollutant transport into the village, a sampling site located in the center of the
village, which is east of the asphalt mix plant, was selected. In total, 61 PAH samples (24 h integrated
samples, every six days) were collected from December 2014 through to December 2015.

To compare the PAH concentrations in the suburban residential area with those of other locations
in the Republic of Korea, samples were simultaneously collected at two control sites (the Korea Institute
of Science and Technology (KIST) and Baengnyeong Island (BI)) from April through to July, 2016.
KIST is located in Seoul, Republic of Korea, 7 km from the city center (37.603° N, 127.047° E); it is 400 m
from the highway and is influenced by traffic but is not influenced by any major industrial sources.
The samples were collected from the rooftop of a two-story building. In total, 21 24 h integrated PM; 5
samples were collected using a high-volume sampler. At the same times, samples were collected
from a measurement station on BI in the Yellow Sea (37.967° N, 124.630° E). The northernmost and
westernmost part of South Korea, BI is located 740 km east of Beijing and 211 km west of Seoul.
The measurement station was established by the National Institute of Environmental Research (NIER)
as a core background site of the National Monitoring Network to track dust and pollution plumes
transported from China. In previous studies conducted at this site, increased concentrations of sulfate
and organic aerosols were found and attributed to the influence of pollution plumes transported
from eastern China and the Korean Peninsula [3,7]. All samples were shipped and stored frozen
until analysis.
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Figure 1. Characteristics of wind direction and wind velocity at the locations and sampling sites used
in the study.
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2.2. Chemical Analysis

The samples of OC, EC, and PAHs, including filter samples, field blanks, and trip blanks,
were analyzed using GC/MS at Mokpo National University (MNU). OC and EC have been identified
in previous studies as important indicators of PM sources, as their carbon content accounts for a large
fraction of PMj5. The carbon component plays a major role in determining the characteristics of
a PM source as well as the primary and secondary sources. The OC and EC analysis in this study
used thermal-optical transmittance according to a protocol published by the National Institute of
Occupational Safety and Health (NIOSH 5040). Briefly, the sample is first heated to 870 °C with He gas.
In the second stage, it is heated to 870 °C in the presence of O,. In the third and final step, OC and EC are
quantified using an internal standard (5% CHy in He) for each sample. In the assay process, 2 pg-C/uL
sucrose (monosaccharide, C1oH»O11) was used as an external reference for testing and calibration
of the equipment and quantification. The OC and EC classification of the NIOSH 5040 protocol is
determined to be the point at which the transmittance of the laser returns to its initial transmittance
after the gradual decrease that occurs when it passes through the filter. BC was monitored using a
Multi-Angle Absorption Photometer (MAAP) (Model 5012, Thermo Fisher Scientific Inc., Waltham,
MA, USA).

For GC/MS analysis, 8 x 10 inch? quartz filters were collected using high-volume samplers. In total,
13 PAH compounds (i.e., phenanthrene(Phen), anthracene(Anth), fluoranthene(Fluo), pyrene(Pyre),
benzo[a]anthracane(BaA), chrysene(Chry), benzo[b]fluoranthene(BbF), benzo[k]fluoranthene(BkF),
benzo[e]pyrene(BeP), benzo[a]pyrene(BaP), indeno123cdpyrene(Indeno), dibenz[a,h]anthracane(DBA),
and benzo[g h,i]perylene(BghiP)) were speciated. Each filter was extracted individually by four
rounds of 30 min sonication in dichloromethane (DCM). Samples were then spiked with 500 pL
of 5 ppm internal standard (pyrene-d10 and benz(a)anthracene-d12) and were analyzed in batches,
which included laboratory blanks spiked with matrix standards [33,34]. The final volume for each
sample was adjusted to 500 puL. Each extracted aliquot was analyzed using gas chromatography
electron impact mass spectrometry (GC-EI-MS). The analytical recovery was 100 + 5%. Field blank tests
were performed without collected aerosols to determine noise and contamination, and duplication
analysis was performed using at least 10% of total samples for quality assurance and control.

3. Results & Discussion

3.1. PAHs in PM;, 5

The one-second prevailing meteorological conditions, including wind speed, wind direction,
temperature, and pressure, were determined using a professional weather station (PCE Instruments
Ltd., Southampton, UK) to understand the source directions. Wind direction analysis showed that the
sampling site had wind blowing from the east, indicating that the village was affected by emissions
from the asphalt mix plant (Figure 1). The wind speed from December 2004 to December 2005 ranged
from 0.0 m/sec to 8.0 m/s, with an annual average wind speed of 0.61 + 0.95 m/s. Wind direction
histograms (wind rose) for the observation period were prepared, which were overlaid in the study
area. The main wind directions were identified as easterly winds. This indicates that the wind blew
predominantly from the source location.

Table 1 shows the concentrations of various PAHs measured in the study area, capital city (KIST),
and a Korean background location (BI) during the study period. We analyzed 13 species of PAHs
to confirm the effects from the sources [35]. The concentration of ) PAHs in the study area was
11.65 ng/m3, which was about eight times higher than that at the background location and about
five times higher than that in the capital city, which has the major emission sources of vehicles and
heating. This suggests that there are facilities in the research area that emit high concentrations of
PAHs. The concentration of each of the measured PAHs were, in decreasing order, Chry, BbF, Fluo,
BghiP, Phen, etc.; it was confirmed that these five substances with the highest concentrations accounted
for 60% of the total PAHs.
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Table 1. PAH concentrations in the study area and major cities in Korea.

Suburban Residential Area BI (Background)  Seoul (Capital)
it 3
Unit: ng/m Overall Star‘\dafrd Maximum Overall Mean Overall Mean
Average Deviation

Phenanthrene(Phen) 0.67 1.05 5.64 0.02 0.02
Anthracene(Anth) 0.06 0.08 0.50 0.00 0.03
Fluoranthene(Fluo) 1.33 191 10.59 0.11 0.18
Pyrene(Pyre) 1.09 1.68 10.13 0.03 0.10
Benzo[a]anthracane(BaA) 0.60 0.98 4.60 0.04 0.09
Chrysene(Chry) 1.85 2.02 8.16 0.27 0.43
Benzo[b]fluoranthene(BbF) 1.84 1.77 6.39 0.21 0.33
Benzo[k]fluoranthene(BkF) 0.54 0.51 2.31 0.14 0.20
Benzo[e]pyrene(BeP) 0.79 0.73 2.63 0.14 0.22
Benzo[a]pyrene(BaP) 0.37 0.64 3.11 0.08 0.13
Indeno123cdpyrene(Indeno) 1.02 0.95 3.67 0.16 0.31
Dibenz[a,h]anthracane(DBA) 0.19 0.18 0.87 0.01 0.09
Benzo[g/h,i]perylene(BghiP) 1.30 1.26 6.42 0.21 0.39
Y 11.65 1.42 2.52

The PAHs contained in the PM, 5 were analyzed and are represented as time series concentrations
in Figure 2. The results show that the },PAHs contained in PM, 5 ranged from a minimum of 0.51 ng/m3
to a maximum of 60.73 ng/m3 , with an average of 11.54 ng/m3. Seasonal },PAHs were highest in winter
(December-January), followed in order by spring (March-May), autumn (September-November),
and summer (June-August). The higher concentrations of },PAHs in winter, autumn, and spring
compared to summer may be due to meteorological conditions in the point source area.

To identify emission sources of PAHs, diagnostic ratios for source analysis were performed.
The diagnostic ratio method is widely used in the determination of PAH pollution sources, of which
Anth/(Anth+Phen), Fluo/(Fluo+Pyre), BaA/(BaA+Chry), and Indeno/(Indeno+BghiP) are the most
commonly used [36-38]. According to the summary analyses of previous studies; a BaA/(BaA+Chry)
ratio of <0.2 indicates a petrogenic source, >0.35 indicates a vehicular emission, and a ratio between
the two represents coal combustion [39]. An Anth/(Anth+Phen) ratio of <0.1 usually indicates a
petrogenic source, whereas >0.1 indicates a source of combustion [40]. A Fluo/(Fluo+Pyre) ratio of
<0.4 indicates a petrogenic source, >0.5 indicates a grass, wood, coal combustion, and a ratio between
the two represents fossil fuel combustion [41]. Figure 3 shows the results of diagnostic ratios for source
analysis for Anth/(Anth+Phen) vs. BaA/(BaA+Chry) and Anth/(Anth+Phen) vs. Fluo/(Fluo+Pyre).
(BaA)/(BaA+Chr) ranged less than 0.2, and Anth/(Anth+Phen) ranged from 0.0 to 0.4. This indicates
that the emission of PAHs in the study area is the condensation of complete and incomplete combustion
of petrogenic sources [42]. (Fluo)/(Fluo+Pyre) was between 0.01 and 0.62, but most ratios were less
than 0.4 during the study period. This indicates that the source of PAHs was fossil fuels from coal and
petroleum [43]. These results show that the asphalt plant, the only petroleum raw material processing
plant in the study area, dominates the PAHs concentration.
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Figure 2. Time series concentrations of PAHs in PMj 5 at the sampling site.
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Figure 3. PAH cross-plots for the ratio of Anth/(Anth/Phen) vs. BaA/(BaA+Chry) and Anth/(Anth+Phen)
vs. Fluo/(Fluo+Pyre).

The ratio of PAHs emitted from asphalt in this study was compared with the results of previous
studies. In previous studies, the ratio of Fluo/Pyre discharged from asphalt was about 1.17 and the ratio
of Fluo/BeF was about 0.52 [44,45]. In contrast, in this study, the ratio of Fluo/pyre was 1.22 and the ratio
of Fluo/BeF was 0.72. These ratios are similar to those found in previous studies. The characteristics
of PAHs generated by the raw materials used to make asphalt and the manufacturing process are
different [46,47]. However, comparing the results of this study with the results of previous studies
indicates that the PAHs measured in this study were generated by asphalt. An itemized correlation
analysis of the analyzed PAHs is shown in Figure 4. The correlations (r?) for BaA vs. BaP; BbF vs.
BeP, Indeno, BeP, and BghiP; and BeP vs. Indeno, DbA, and BghiP were greater than 0.88 in all cases.
This indicates that the emission source of the PAHs contained in PM, 5 is the same source. In addition,
changes in the PM; 5 concentration did not have a significant effect on the ratio of PAH components,
indicating that the concentrations of PM, 5 and PAHs were proportional to each other. Based on the
OC, EC, and BC measurement results, we confirmed that the emission source for PM; 5 was the asphalt
mix plant and that the concentrations of PM; 5 emitted and PAHs were proportional to each other.
In conclusion, PAHs in the study area are attributable to emissions from the asphalt mix plant.
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Figure 4. Scatter plots between PAHs.

3.2. Intensive Sampling

The temporal concentrations using 24 h integrated PAH samples every six days, BC (one-minute
resolution), EC (72 h integrated), and OC (72 h integrated) were analyzed to characterize the PM; 5
collected from the study area. BC is emitted from a variety of combustion processes, mainly incomplete
combustion [48-50]. On the other hand, OC is classified as primary organic carbon (POC) or secondary
organic carbon (SOC) formed by photochemical reactions, depending on the formation process [51,52].
Estimations of primary and secondary particles based on the proportions of OC, EC, and BC contained
in PM; 5 have been conducted in various studies [26,53]. The overall averaged BC in the intensive
periods was 0.84 pg/m?3. It is interesting that the maximum BC concentration reached 14.17 pg/m3 on
11 August when the asphalt mix plant was running.

The correlation between OC and EC was evaluated based on the BC concentration (Figure 5).
OC showed a correlation of at least 0.82 with BC concentration. These results indicate that PM; 5
in the study area is composed of the primary particles generated by combustion. The overall linear
regression between the EC and BC concentrations in the study area showed a slope of 3.56 and
an r? of 0.83. Previous studies reported that the relationship between EC and BC depends on the
emission source and atmospheric conditions [54]. In addition, the relationship between EC and BC
can depend on the presence of atmospheric compounds related to time-related source differences [55].
Therefore, the relationship between EC and BC is sensitive to the source of carbonaceous aerosols.
Thus, the study area appears to be affected by emissions from the asphalt mix plant. Time series
concentrations of OC, EC, and BC were measured to confirm the effect of the asphalt mix plant on
PM; 5, and the time series concentrations were compared based on the operational period of the asphalt
mix plant (Figure 6). As shown in Figure 6, OC, EC, and BC increased when the asphalt mix plant was
operational. The BC-based OC and EC correlations, along with the increases in BC, OC, and EC during
the operational period, prove that the primary particles produced by the asphalt mix plant account for
PMj; 5 in the study area.
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Figure 6. Time series concentrations of OC, EC, and BC and the operational period of the asphalt
mix plant.

3.3. Toxic Equivalence Factor (TEF)

TEF was calculated to assess the risk presented by PAHs during the entire sampling periods in
the study area. Toxic compounds with the same mechanisms of action can generally be expressed in
relation to members of the most toxic group; this is known as the toxic equivalence factor (TEF) [4].
The TEF of PAHs was proposed by Nisbet and LaGoy in 1992 and is calculated based on the most toxic
of the PAHs, BaP [56]. In this study, following the methods of previous studies, biological PAH levels
were corrected for biological activity by multiplying the concentration of each PAH in the air by the
TEF (the value expressed as BaPtgr) [57]. The TEFs used in this study are as follows: 1 for BaP and
DBA; 0.1 for BaA, BbF, and BkF; and 0.01 for Chry.

The results of this and previous studies calculated using the TEF are shown in Table 2 [58-61].
The average ) BaPygp concentration was 0.8765 ng/m3, which was similar to or lower than the target
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values of the European Commission Air Quality Standard (1 ng/m?®) and the French Atmospheric
Quality Standards and Criteria (0.9 ng/m3). However, the maximum concentration of ) BaPrgr was
5.0280 ng/m? during the study period, and about 28% of the time, the values exceeded 1 ng/m3.
Seasonal ) BaPrgr concentrations were as follows: winter (2.284 ng/m3), spring (0.575 ng/ m3), autumn
(0.550 ng/m3), and summer (0.176 ng/m3).

The Y BaPrgp concentrations in the study area were compared with those in the Korean capital
and the background location. As shown in Table 2, } BaPrgr in the study area was about 6.5 times
higher than the background concentration of 0.1317 ng/m? and more than three times higher than that
in the capital city (0.2863 ng/m?). This clearly shows that there are sources of pollutants that emit PAHs
in the study area.

Table 2. Comparison of BaPrgp toxicity in the study area and in previous studies.

Sampling Site BaA Chry BbF BkF BaP DBA Y
Suburban Residential Area 0.060 0.0185 0.184 0.054 0.37 0.19 0.8765
This study BI (background) 0.004 0.0027 0.021 0.014 0.08 0.01 0.1317
Seoul (Capital) 0.009 0.0043 0.033 0.020 0.13 0.09 0.2863
China, Wuhan 0.149 0.0308 0.486 0.140 191 0.22 2.9358
. Saudi Arabia, Riyadh 0.005 0.0005 0.097 0.068 3.19 0.00 3.3605
Previous study X
USA, Minnesota 0.011 0.0019 0.016 0.007 0.08 0.20 0.3159
Taiwan, Taichung 0.014 0.0020 0.005 0.026 0.24 0.066 0.353

The Y BaPrgr concentrations found in the study area were compared to those of major cities
(Table 2). Y BaPtgp concentrations in the study area were lower than those in Riyadh, Saudi Arabia and
Wuhan, China, but higher than those in Minnesota, USA and Taichung, Taiwan. Riyadh, Saudi Arabia
is known for its high PAHs due to the presence of heavy traffic as well as refineries and power plants
near the city [59]. Wuhan, China is the largest city in central China and is known to produce a large
number of airborne pollutants, such as a high concentration of fine dust [58]. } BaPtgr in Minnesota,
USA, shown in Table 2, is concentrated around roadsides in urban areas, and } BaPrgr in Taichung
consists of PAHs concentrated in areas around coal-fired power plants [60,61].

4. Conclusions

The purpose of this study is to measure the harmfulness of an asphalt mix plant based on PAH
concentration. The study area is a village near an asphalt mix plant where inhabitants showed about
a 25% cancer rate after the asphalt mix plant was established. PAHs in PM; 5 ranged from 0.51 to
60.73 ng/m3, with an average of 11.54 ng/m>. The diagnostic ratios between PAHs indicate that the
major source of PAHs could be incomplete combustion of petrogenic origin. Seasonal } BaPrgp in
winter is 2.284 ng/m? followed by lower spring and autumn values. The TEF value is about 6.5 times
higher than the concentration in the BI background area and more than three times higher than in the
capital city, Seoul, in the Republic of Korea. In conclusion, the primary emissions source for the rural
village could well be the asphalt mix plant. It is necessary to investigate methodologies of reducing the
PAHSs emitted from asphalt mix plants. Continuing research on asphalt mix plants is necessary.
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