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ABSTRACT

This paper discusses the diurnal variation and the interdependences between the physical, chemical and toxicological
characteristics of atmospheric carbonaceous particulate matter (CPM) and co-emitted gaseous components. Measurements
were carried out at two different urban sites during a 2-month period. On-line measured parameters were optical
absorption coefficients (OAC), total number concentration (TNC), mass concentration of CPM and the concentration of
gaseous species (CO, NO, and BTEX). Off-line analyses were carried out on filters collected with 6-hour time resolution.
The concentrations of elemental carbon (EC), organic carbon (OC), total carbon (TC), levoglucosan (LG) and polycyclic
aromatic hydrocarbons (PAH) were determined. The ecotoxicity of CPM was assessed by the Vibrio Fischeri marine
bioluminescence inhibition bioassay (ISO 21338:2010). We found (r > 0.498) positive and wavelength dependent correlation
between the CPM related parameters based on optical response (OAC, AAE) and thermal stability (TC, EC, OC, OC/TC).
We also revealed weak (r = 0.309) or moderate (r = 0.448) correlation between the AAE and the ecotoxicity data indicating
that carbonaceous fraction of the ambient particulate matter has ecotoxicological impact. Based on the determined
correlations, we propose the applicability of the AAE determined by multi wavelength photoacoustic measurements as a
possible candidate for first-screening the toxicological impact of optically active carbonaceous ambient particulate matter.
The strengths and the limitations of this methodology are both discussed here.
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INTRODUCTION

The importance of investigating atmospheric carbonaceous
particulate matter (CPM) has recently gained widespread
recognition. As a result of its optical activity, CPM is thought
to be the second most important driver of global warming
following CO, (Bond et al., 2013). In addition, the major
uncertainties of radiative forcing calculations are also
linked to this component (Penner et al., 2001; Schwartz,
2004; Lack et al., 2006; Solomon et al., 2007).

It is generally accepted that CPM poses a serious risk to
both earthly ecosystems and human health. Several
epidemiological studies have demonstrated that exposure
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to carbonaceous particulate matter (CPM) can lead to the
development of pulmonary malfunctions, respiratory
symptoms, cardiovascular diseases and increased hospital
admission (Dockery et al., 1993; Schwartz et al., 1994;
Pope et al., 2002, Czovek et al., 2012; Longhin et al.,
2016; Landkocz et al., 2017). Diesel engine exhaust has
been classified as carcinogenic to humans (Group 1) by the
World Health Organization (WHO) International Agency
for Research on Cancer (IARC) (IARC, 2012). In addition,
particulate matter from vehicle exhaust has been found to
have ecotoxicological effects (Lin and Chao, 2002; Isidori
et al., 2003; Papadimitriou et al., 2008; Vouitsis et al.,
2009). In the long run, the use of diesel particulate filters
(DPF) are expected to provide solution for decreasing the
health risks associated with diesel exhaust. The significance
of the toxicological impact of biomass burning emission is
getting more and more recognized, however, its regulation
is a challenge to be faced in the future (Muala et al., 2014;
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Martinsson et al., 2015; Sigsgaard et al., 2015).

The toxicity of CPM depends on its physicochemical
properties (size, morphology, chemical composition, etc.),
thus, on its emitting sources (de Kok et al., 2006; Filep ef al.,
2016; Longhin et al., 2016). The fine (PM,s) and especially
the ultrafine (PM, ;) size fraction have been shown to have
the highest toxicity (Tokiwa et al., 1980; Pagano et al., 1996;
Cerna et al., 2000; Buschini ef al., 2001; Kawanaka et al.,
2004; de Kok et al., 2006). Due to their large specific surface,
fine particles have a huge capacity for adsorbing different
carcinogenic and mutagenic compounds like polycyclic
aromatic hydrocarbons (PAH) and heavy metals (Hayakawa
et al., 1995; Schnelle et al., 1995; Kawanaka ef al., 2002).
Toxicological studies have also recently shown that the
oxidative properties of certain aerosol constituents like
transition metals, organic compounds and reactive oxygen
species (ROS) have significant cell-damaging impact
(Donaldson et al., 2002; Li et al., 2009). Fine aerosol
particles are also able to reach the pulmonary alveoli acting as
transporters of toxic compounds.

In general, CPM originates from miscellaneous combustion
processes. Among wintry urban conditions - when
photochemical and biological activities are negligible - the
two dominant sources of CPM are traffic and domestic
heating (Sandradewi et al., 2008a, b; Favez et al., 2009,
Ajtai et al., 2015). Also, CPM dominates the ultrafine size
fraction that possesses the largest toxicity per unit mass
(Endo et al., 2003; Sardar et al., 2005; US Environmental
Protection Agency, 2005; Kennedy, 2007).

Generally, the health impacts of PM are studied by off-
line toxicological assessments carried out on filter collected
samples. Ecotoxicity of PM has been most often determined
by the Vibrio fischeri bioluminescence inhibition bioassay.
It is a good indicator of the metabolic activity of an organism
as bioluminescence is directly linked to respiratory activity. In
addition, due to its short exposure time and automatic test
protocols, the V. fischeri bioluminescence bioassay can
serve the purpose of screening the toxicological potential
of PM (reviewed by Kovats and Horvath, 2016). A new
test protocol was issued in 2010 as an ISO standard (ISO
21338:2010: Water quality - Kinetic determination of the
inhibitory effects of sediment, other solids and coloured
samples on the light emission of Vibrio fischeri /kinetic
luminescent bacteria test/). The kinetic measurement makes
possible to test solid samples in suspension, eliminating
false toxicity readings caused by turbidity. The method has
been further developed for assessing the toxicity of
ambient particulate matter using a direct contact between
PM and test bacteria (Kovats et al., 2012). Its sensitivity
and applicability was verified in ecotoxicity assessment of
urban aerosol (Turodczi et al., 2012) and diesel emissions
(e.g., Kovats et al., 2013).

Most toxicology tests are ex-situ and can only provide
information about air quality with considerable time lag.
Samples are usually collected with 24 h time resolution. That
way, the daily variation of particulate toxicity and the relative
contribution of emitting sources remain obscure in most
cases (Cerna et al., 2000; Buschini ef al., 2001; Kawanaka et
al., 2004; de Kok et al., 2006, Roig et al., 2013).
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Although there are numerous studies particularly focusing
on the chemical or toxicological properties of ambient
particulate matter, our knowledge regarding the relationship
between the two is still not adequate (de Kok et al., 2005).
Therefore, developing filter-free and real time methods to
investigate the interdependence between the toxicological
and the microphysical features of ambient aerosol is a
highly current issue in air quality research today.

As the optical properties and the toxicological potential of
CPM each depend (among others) on chemical composition,
the recently discovered link between the absorption spectrum
quantified its wavelength dependency - i.e., Absorption
Angstrom exponent (AAE) - and the chemical composition
of ambient aerosol could open novel perspectives in real
time source apportionment and air quality monitoring too
(Sandradewi et al., 2008a, b; Lewis et al., 2008; Favez et
al., 2009; Chakrabarty et al., 2010; Favez et al, 2010;
Flowers et al., 2010; Ajtai et al., 2011; Moosmiiller et al.,
2011; Utry et al., 2014). Future studies should focus both
on decreasing the integration time of toxicity tests and on
defining the complex relationship between the
physicochemical properties, the emitting sources and the
toxicity of the fine and ultrafine PM fractions. Results of
those could make significant contribution to planning more
efficient air pollution strategies (de Kok et al., 2006).

Previous studies have shown that the optically active
organic aerosol constituents (like Brown Carbon (BrC)
including HUmic Like Substances (HULIS)) can contribute
to the toxicological potential of ambient aerosol (Donaldson
et al., 1996; Donaldson et al., 2002; Li et al., 2003, 2009;
Verma et al., 2009; Verma et al., 2012). In a recent study, Acs
et al. (2013) found significant positive correlation between
carbonaceous constituents of diesel exhaust like total
carbon (TC) and polycyclic aromatic hydrocarbons (PAH).
Tuaréczi et al. (2012) studied the ecotoxicological potential
of airborne collected samples. Biomass burning emission
was found to have an even higher ecotoxicological potential
than particles from traffic emission. Recently, a large number
of studies have demonstrated that optically active CPM
constituents like BC and BrC can be selectively distinguished
by their source specific spectral response (Favez et al.,
2009; Ajtai et al., 2011; Utry et al., 2014; Ajtai et al., 2015).

Based on this, the aim of this study is to investigate the
daily variation and the relationships between the on-line
(physicochemical) and the off-line (toxicity and chemical
composition) determined parameters to reveal the possibility
of identifying of the ecotoxicological potential of ambient
particulate matter through its real time measurable spectral
response using state of the art instrumentation.

EXPERIMENTAL

Measurement Sites

The measurements were carried out during the winter of
2015 at two sites. Site 1 is a disused depot on the outskirts
of the city of Szeged, Southern Hungary (46,284118°N,
20,170071°E). The campaign took place between
2015.01.07-2015.01.30. Site 2 is the observatory of the
Hungarian Meteorological Service, in Budapest, the capital
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of Hungary (47,430009°N, 19,181225°E). The measurements
were carried out between 2015.02.09-2015.02.28. Both
sites are located in suburban areas. We have previously
shown that in Szeged - under wintry conditions - the two
dominant sources of CPM are traffic and biomass burning
(Utry et al., 2014; Ajtai et al., 2015). As opposed to Szeged,
in case of Budapest, industrial activity is not negligible. There
are several industrial areas in the surroundings of Site 2 as
a result of which, presumably, traffic and biomass burning
are not exclusive sources of CPM (Budapest kornyezeti
allapotértékelése, 2014). The characteristic meteorological
conditions of the two sites are summarized in Table 1.

Instrumentation and Sampling

The scope of the presented study is to determine the
interdependences between the on-line and off-line measured
parameters of ambient aerosol and co-emitted gaseous
compounds. On-line measurements were carried out in-situ
by the means of our previously developed mobile aerosol
laboratory (Filep et al., 2013; Utry et al., 2014; Ajtai et al.,
2015). All applied instruments were connected to PM, s
cut-off inlets during the campaign placed approximately 2
meters above the roof of the measurement platform.

Filter sampling was carried out with 6-hour time resolution
by a Digitel DHA-80 (Digitel Elektronik GmbH) high volume
aerosol sampler equipped with a PM, s cut-off inlet. Aerosol
samples were collected on pre-treated Whatman QM-A Quartz
Microfiber Filters (diameter of 150 mm) (GE Healthcare Life
Sciences). Quartz filters were ignited at 680°C for 8 hours.
Following that they were stored in aluminum film previously
cleaned with acetone. Filter samples were analyzed off-line
for chemical composition (Organic carbon (OC), Elemental
carbon (EC), Total carbon (TC), Levoglucosan (LG), PAH
concentrations) and ecotoxicity.

Online Measured Parameters

Optical absorption coefficient (OAC) was measured by
our in-house developed multi-wavelength photoacoustic
spectrometer (4A-PAS). The photoacoustic method provides
described in details elsewhere (Ajtai et al., 2010a, b, 2011).
The aerosol optical absorption coefficients (AOC) were
determined at all operational wavelengths of the 4A-PAS
(266 nm, 355 nm, 532 nm and 1064 nm). Due to technical
reasons, the optical absorption data at 266 nm were not
available during this measurement campaign. The filter free
operation and insensitivity to scattering. The wide range of
operational wavelengths from the near-IR to the UV provides

Table 1. Characteristic meteorological conditions at the
two measurement sites during the campaigns.

Site 1 Average Min Max
Temperature (°C)  4.14+2.68 -1.83 10.29
RH (%) 81.05+11.92 38.6 93.42
Wind speed (ms') 1.15£084 0 4.09

Site 2 Average Min Max
Temperature (°C)  4.11 £3.71 -5.14  11.77
RH (%) 70.99 +£16.73 20.53  92.67
Wind speed (ms™') 1.09+0.65 0 4.53

absorption data with high reliability (Flowers et al., 2010;
Utry et al., 2014). The principles of operation and the
characteristic performance of the instrument are accuracy of
the instrument was proved to be below 2—6% depending on
the applied wavelengths due to the implemented wavelength
independent gas-phase calibration (Ajtai et al., 2010a, b).

Absorption Angstrom Exponent values were derived
from the measured OAC data according to Eq. (1).

1
2 (D

40C(%,)

where A is the wavelength of irradiation, AOC() is optical
absorption coefficient determined at the specific wavelength,
and AAE is Absorption Angstrom Exponent.

Total number concentration (TNC) was determined by a
Portable Aerosol Spectrometer (Model 1.109, Grimm Aerosol
Technik GmbH & CO), measuring in the size range of
0.25-32 um. Mass concentration (PM, s) was measured by
a beta-ray attenuation spectrometer BAM-1020 (Met One
Instruments Inc.). The concentration of gaseous species
(CO, NOy, and BTEX (benzene, toluene, m,p-xylen, o-xylen
and ethylbenzene)) were determined by a Syntech Spectras
GC955 Gas Cromatograph (Synspec b.v.).

Off-Line Analysis

Total carbon (TC) concentration was determined with a
Zellweger Analytics Astro 2100 TOC Analyzer by the
EGA method (hereafter quoted as (TCzejiwerg) from the filter
collected samples. The carbon content of the sample was
converted catalytically into CO, at 680°C and it was
quantitated by an NDIR detector. Three replicates were
measured from each sample. The levoglucosan (LG)
concentration was determined as follows. First the filters
were spiked with the internal standard methyl-beta-L-
arabinopyranoside. The filters were dried and extracted in
two steps. During the first extraction step dichloromethane
was used, whereas in the second step the extractant was a
80:20 dichloromethane:methanol mixture. The extracts were
filtered through a 0.45 pm syringe filter (Millipore Millex-
HV). Following that the extracts were dried until dryness
under a gentle stream of nitrogen. For derivatization a 50%
BSTFA (N,O-bis(trimethylsilyl)trifluoroacetamide)
containing 1% of TMCS (trimethylchlorosilane) and 50%
pyridine mixture was added to the samples and placed in
an oven at 70°C for 3 h. The samples were measured with
an Agilent 6890N gas chromatograph coupled to an Agilent
5973N mass spectrometer. The separation was performed
on an Agilent DB-5ms Ultra Inert capillary column (30 m
x 0.25 mm x 0.25 pm).

EC, OC and TC (hereafter quoted as TCsynse)
concentrations were determined by a thermo-optical Semi
Continuous OCEC Analyzer (Sunset Laboratory Inc.) using
protocol EUSAAR 2 (Cavalli et al., 2010). EPA priority
pollutants of 12 PAH compounds (phenantrene, anthracene,
fluorantene, pyrene, Benzo[a]anthracene, chrysene,
Benzo[b]fluoranthene, Benzo[k]fluoranthene,
benzo[a]pyrene, Dibenz[a,h]anthracene,
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Benzo[g,h,i]perylene, Indenopyrene) were determined
from filter extracts using High Performance Liquid
Chromatography (HPLC). For the separation of PAHs,
HPLC grade acetonitrile and water (from a MilliQ system,
Water, Milford) were used. The LC system consisted of a
Waters 600E pump, Rheodyne 7125 injector with 20 uL
loop, LiChrospher PAH column (250 x 4 mm, dp = 5 mm)
and Waters 470 fluorescence detector. Elution was provided
the by the following method: linear gradient from 40%
acetonitrile in water to 100% acetonitrile in 20 min then
100% acetonitrile for 15 min at 1 mL min'. To achieve
higher selectivity and sensitivity, time programmed excitation
and emission wavelengths were used. Data acquisition and
processing were provided by the Maxima 820 (Waters)
chromatography software (Kiss et al., 2009).

Ecotoxicty (Vibrio Fischeri Bioluminescence Inhibition
Bioassay)

For ecotoxicity testing, filter sample spots of 25 mm in
diameter were cut then measured gravimetrically with a
Sartorius microbalance (10 pg sensitivity). These spots were
ground in an agate mortar then transferred into pre-cleaned
4 ml vials with a PTFE-coated spatula. Suspensions were
prepared adding 2 ml high-purity (MiiliQ) water.

From the suspension, testing was carried out following
the protocol as described in the ISO 21338:2010 standard.
ECsy and EC,, values were calculated using Ascent Software
provided by Aboatox Co., Finland. Ecotoxicity (ECs,) of a
filter sample is determined as the absolute mass of
particles that causes 50% reduction in the bioluminescence
output of the test organisms relative to the control under
the given experimental conditions. Therefore, ECsy is
expressed in units of ug as calculated from measured mass
of aerosol on the total filter by scaling to the area of the
sample spot. The lower is the value of ECsy_ the higher is
the ecotoxicity of the sample.

RESULTS AND DISCUSSION

Statistical Summary and Daily Variations

Filter samples were collected with 6-hour time resolution.
Filter sampling periods were 23:00-5:00, 5:00-11:00,
11:00-17:00 and 17:00-23:00. This way the different parts
of the day could be differentiated as early morning, afternoon,
evening and night and the daily variation of both the on-
line and the off-line measured parameters determined. In
order to compare these different diurnal periods, the on-line
measured parameters were averaged over the same time
interval of off-line filters. The statistical summary and the
diurnal variation of all measured parameters can be found
in case of Site 1 and Site 2 in Tables 2 and 3, respectively.

OACs, OC, EC, TCs, LG, AAEs, PM,s, PAH and
BTEX concentrations showed characteristic but distinctive
diurnals variation at the two sites. An increasing trend
could be observed during the day at Site 1, however the
above-mentioned parameters had diurnal variation with a
daytime minimum during the day in case of Site 2.

CO was detected in the highest concentration during the
night, whereas NO, during the day. As CO mostly originates

from smoldering, it can be a tracer gas of biomass burning
(Fine et al., 2002; Puxbaum et al., 2007) The diurnal variation
of CO can carry information of the relative contribution of
household heating to total PM (Koppmann et al., 2005). On
the contrary, the highest NOy concentrations were detected in
the morning and in the early evening, when traffic activity
is the highest (Sandradewi et al., 2008a, b; Favez et al.,
2010; Utry et al., 2014).

Generally, in case of TNC no well-defined diurnal trend
was observed. An exception is TNC, 0.25-0.5 um measured
at Site 2. Based on these, in the next step, we examined the
interdependences in between the measured parameter
matrix (Tables 2 and 3).

Correlations between the Measured Parameters

Correlation analysis was carried out on the 6-hour
averaged data in MATLAB by syntax “corrcoef” (www.m
athworks.com). Pearson correlation coefficients (r) were
determined in order to measure the linear association of
two variables. Only correlations with a significance level
(p-value) higher than 0.05 were considered.

Firstly, the correlations between the optical absorption
coefficients determined at the specific wavelengths of our
in-house developed multi-wavelength photoacoustic
spectrometer (4A-PAS), the measured physicochemical
aerosol parameters (organic, elemental, total carbon
concentrations, levoglucosan concentration, number
concentration, mass concentration and PAH concentration)
and co-emitted gaseous species (NO,, CO and BTEX) were
investigated. Secondly, the relationship between ecotoxicity
and the physicochemical parameters as well as co-emitted
gaseous species was studied. Finally, correlation between
the optical properties and ecotoxicity was analyzed. Pearson
correlation coefficients (r) are listed in Tables 4 and 5.
Unfortunately, due to technical reasons, the Sunset OCEC
Analyzer was not available in case of Site 1. As a result of
that the corresponding correlation coefficients are missing
from Table 4.

Correlations between OACs and the Measured
Physicochemical Parameters

Optical absorption coefficients show strong positive
correlations (r>0.6) with carbon and levoglucosan
concentrations determined both by the Sunset OCEC
Analyzer (OC, EC, TCgynset) and by analyzing filter extracts
(TCxzeliwere and LG). This is in accordance with literature
data, as optically active CPM has been shown to be the
dominant in the fine particle size region (Braun ef al., 2005;
Shiraiwa et al., 2008; Bond et al, 2013). The wavelength
dependency of the correlation strengths was also investigated.
The strength of correlations shows wavelength dependency
in case of Site 1, but not in case of Site 2. TC concentrations
determined by the thermochemical (TCgypse;) and the EGA
method (TCpreiiwerg) Were in strong agreement (r = 0.967) at
Site 2. As LG is a generally accepted marker of wood
burning (Fine et al., 2002; Puxbaum et al., 2007), the very
strong correlation (r = 0.953) between LG and OC indicates
biomass burning to be the dominant contributor to OC
concentrations at both sites.
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Table 2. Statistical summary of measured raw data at the Site 1.
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Site 1 23:00-05:00 05:00-11:00 11:00-17:00 17:00-23:00
(N=21) (N=21) (N=20) (N =20)
Measured parameter Average Standard Average Standard Average Standard Average Standard
deviation deviation deviation deviation
OAC@1064nm [Mm '] 1.95 0.74 3.55 1.4 4.06 1.52 4.54 2.1
OAC@532nm [Mm '] 6.64 2.46 11.15 457 12.33 532 14.6 6.94
OAC@355nm [Mm '] 22.56  10.17 34.63 17.31 37.58 16.98 47.62  23.72
AAE@1064-355nm 2.16 0.16 1.99 0.18 1.96 0.16 2.08 0.1
AAE@532-355nm 2.94 0.34 2.72 0.31 2.73 0.16 2.89 0.26
OC [ugm™] n.a. n.a. n.a. n.a. n.a. n.a. n.a. n.a.
EC [ug m ] n.a. n.a. n.a. n.a. n.a. n.a. n.a. n.a.
TCsunset [LE m’z] n.a. n.a. n.a. n.a. n.a. n.a. n.a. n.a.
TCetiwere [Lg M ] 10.63  4.93 143 7.67 14.89 735 1897  9.62
LG [pgm] 0.61 0.3 0.83 0.63 0.84 0.45 1.22 0.62
TNC, 0.25-0.5 um [10° counts I''] 4.77 1.97 5.26 2.07 5.10 1.99 6.65 2.68
TNC, 0.5-1 pm [10° counts '] 0.05 0.03 0.06 0.04 0.06 0.04 0.08 0.04
PM2.5 [ug m ] 31.81 15.08 2827 11.8 2696  11.73 31.19 13
Ecotoxicity (1/EC50) [ug '] 0.21 0.16 0.11 0.15 0.06 0.07 0.23 0.41
Phenantrene [ng m™] 1.55 1.06 1.97 1.6 2.51 1.7 3.22 3.85
Antracene [ng m ] 0.15 0.16 0.25 0.22 0.42 0.39 1.6 4.9
Fluorantene [ng m ] 2.64 1.58 4.42 2.21 7.15 5.1 7.23 4.83
Pyrene [ng m ] 4.58 2.79 8.3 4.95 12.41 10.24 12.09 7.3
Benzo[a]antracene [ng m?] 1.42 0.84 3.72 2.96 4.61 2.87 7.3 5.44
Chrysene [ng m ] 2.67 2.01 5.07 3.79 5.79 3.58 8.78 6.26
Benzo[b]fluoranthene [ng m ] 2.7 1.68 4.83 3.19 5.43 3.13 7.69 431
Benzo[k]fluorantene [ng m ] 1.06 0.63 2.03 1.38 2.25 1.31 3.69 3.16
Benzo[a] pyrene [ng m ] 1.82 1.11 4.17 3.11 4.71 2.98 6.95 4.47
Dibezn[a,h] antarcene [ng m ] 0.31 0.23 0.67 0.66 0.71 0.55 1.65 3.35
Benzo[g,h,i]perylene [ng m ] 1.39 1.1 2.67 2.09 2.92 2.02 4.46 4.39
Indenopyrene [ng m ] 2.24 1.38 4.27 3.1 4.71 2.88 6.84 5
Benzene [ppb] 0.93 0.17 | 0.3 0.97 0.3 1.36 0.47
Toluene [ppb] 0.61 0.15 0.79 0.35 0.81 0.35 0.98 0.43
m,p-xylene [ppb] 0.31 0.08 0.51 0.22 0.59 0.38 0.64 0.32
o-xylene [ppb] 0.01 0.02 0.07 0.06 0.1 0.07 0.11 0.1
CO [ppm] 657 168 627 207 577 142 620 143
NOx [ppb] 31.62 13.41 31.58 15.01 24.47 13.65 31.52  25.55

OAC values show moderate (0.4 <r < 0.6) and strong (r
> (.6) positive correlations with the TNC of particles with
a mobility diameter between 0.25-0.5 pm. Interrelations
become weaker with particles between 0.5—-1 pm. These
findings well agree with previous studies, where the count
median diameter (CMD) of ambient light absorbing particles
are the most dominant in the 0.25-0.5 pum size range
(Braun et al., 2005; Bond et al., 2013). However, OAC
shows moderate (0.4 <r < 0.6) correlation with PM, s mass
concentration indicating that absorbing particles are mainly
present in the fine size range (Shiraiwa et al., 2008; Bond
etal.,2013).

OACs determined at the specific wavelengths show
positive correlations with PAH concentrations determined
from filter extracts and online measured BTEX, NO, and
CO concentrations in case of both sites.

Correlations between Ecotoxicity and the Measured
Physicochemical Parameters
Ecotoxicity (EC50) shows correlations with parameters

indicating particle emission (Table 4) and parallel emitted
gaseous constituents (Table 5). Ecotoxicity shows moderate
correlations with TCyzejiwers and LG (0.4 <1 < 0.6) at Site 1,
while relationships are weaker (0.2 < r < 0.4) at Site 2.
There are no OC, EC and TCg,, concentration data
available at Site 1, however, in case of Site 2, weak
relationships can be observed between carbon concentrations
and ecotoxicity (0.2 <r < 0.4). Whereas there is weak and
moderate relationship between ecotoxicity and PM,s mass
concentration at Sitel, no significant interdependence can
be observed in case of Site 2. Ecotoxicity moderately
correlates with NOy and CO at Site 1, while relationships
are weaker at Site 2. The same tendency can be observed
in case of PAH compounds too. No significant correlation
can be found between ecotoxicity and BTEX compounds.
Although in this work we focused preliminarily on
determining the toxicological potential of CPM selectively
through its spectral response, we have to note that the
Vibrio fischeri bioassay has also been recently found to be
sensitive to the concentration of heavy and transition metals
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Table 3. Statistical summary of measured raw data at the Site 2.
Site 2 23:00-05:00 05:00-11:00 11:00-17:00 17:00-23:00
(N =30) (N=29) (N=29) (N=29)
Measured parameter Average Standard Average Standard Average Standard Average Standard
deviation deviation deviation deviation
OAC@1064nm [Mm '] 43 3.75 3.7 1.97 2.05 0.85 4.78 2.6
OAC@532nm [Mm '] 11.47 9.32 9.38 4.86 4.64 2.08 12.12 6.31
OAC@355nm [Mm '] 50.49 45.4 38.32 23.73 18.79 9.71 49.26 27.84
AAE@1064-355nm 2.22 0.13 2.1 0.27 2.02 0.25 2.13 0.23
AAE@532-355nm 3.83 0.47 347 0.47 345 0.71 3.63 0.65
OC [ugm ] 16.96 12.06 13.35 7.04 7.82 2.8 19.35 10.39
EC [ug m] 1.96 1.4 1.97 0.91 1 0.4 2.73 1.22
TCsunset [1g M °] 18.91 13.42 15.32 7.8 8.82 3.09 22.07 11.51
TCoeliwere [Hg M ] 17.99 12.33 14.8 7.54 9.01 3.9 20.29 9.53
LG [pgm ] 1.26 1 0.79 0.49 0.35 0.16 1.4 0.85
TNC, 0.25-0.5 um [10° counts 1"']  0.93 0.59 0.8 0.41 0.49 0.25 0.89 0.53
TNC, 0.5-1 pm [10° counts '] 0.01 0.01 0.01 0.01 0.01 0.01 0.02 0.01
PM, 5 [ug m ] 46.36 24.85 49.96 51.56 25.39 14.09 38.25 16.07
Ecotoxicity (1/EC50) [ug '] 0.13 0.09 0.06 0.07 0.02 0.04 0.15 0.13
Phenantrene [ng m™] 4.41 3.81 3.24 1.57 1.61 0.73 4.87 3.24
Antracene [ng m ] 0.29 0.27 0.25 0.18 0.08 0.06 0.37 0.37
Fluorantene [ng m’] 7.42 7.31 5.91 3.68 2.78 1.23 10.18 8.07
Pyrene [ng m "] 19.25 21.18 12.33 8.61 4.85 2.51 28.6 24.12
Benzo[a]antracene [ng m ] 6.13 7.98 3.46 2.44 0.84 0.58 10 8.4
Chrysene [ng m ] 6.89 7.44 4.59 3.29 1.28 0.67 10.11 8.33
Benzo[b]fluoranthene [ng m ] 6.29 5.72 4.38 2.45 1.5 0.77 8.52 6.01
Benzo[k]fluorantene [ng m ] 2.89 2.76 1.96 1.1 0.59 0.31 3.99 2.78
Benzo[a] pyrene [ng m ] 6.78 7.48 4.05 2.31 1.09 0.67 9.81 7.35
Dibezn[a,h] antarcene [ng m™] 0.6 0.55 0.41 0.31 0.12 0.09 0.84 0.88
Benzo[g,h,i]perylene [ng m ] 2.28 2.28 1.78 1.27 0.45 0.37 3.32 2.97
Indenopyrene [ng m ] 5.16 4.79 3.67 2.03 1.21 0.65 7.16 5.08
Benzene [ppb] 1.09 0.69 0.89 0.48 0.48 0.21 1.08 0.49
Toluene [ppb] 1.3 1.67 1.14 1.29 0.39 0.21 1.06 0.59
m,p-xylene [ppb] 0.73 0.75 0.76 0.64 0.26 0.21 0.83 0.51
o-xylene [ppb] 0.12 0.17 0.17 0.19 0.06 0.11 0.18 0.18
CO [ppm] 787 350 697 245 474 104 738 185
NO; [ppb] 70.86 62.85 82.99 59.1 29.79 15.5 75.82 38.12

recently. Roig et al. (2013) found moderate correlations
between the concentration of some of the transition and
heavy metals in the PM samples. Therefore, considering the
effect of the most dominant transition or heavy metals would
further increase the relevancy of interpreting the correlations
between the AAE and the toxicological potential of CPM.
Previous studies have shown that the carbonaceous fraction
of PM has ecotoxicological potential (Turoczi et al., 2012;
Acs et al., 2013). One specific aim of this study was to focus
on the interdependences between the off-line studied
toxicological potential and the online measured optical
absorption response of CPM. Based on these, the fact that
OAC:s also correlated with those parameters suggests that the
ecotoxicity test could be sensitive to light absorbing
carbonaceous particulate matter (LAC). In order to support
this statement, in the following, we investigated the
correlation between OACs and the result of the toxicity tests.

Relationship between Optical Absorption and Toxicity
In the previous section, we found a stronger correlation

between the measured chemical parameters linked to CPM
and ecotoxicity (EC50) than with genotoxicity. In this
section correlations between OACs and the results of the
toxicity values are investigated (Table 6).

We found a positive relationship between ecotoxicity
and OACs at both sites. At Site 1, weak to moderate
correlations can be seen, where the strength of the relationship
increases towards shorter wavelengths. At Site 2 the
relationship is much weaker with no clear wavelength
dependence. We suppose that, as opposed to Site 1, there
are a third or more dominant sources of CPM present in
case of Site 2 besides traffic and biomass burning (Budapest
kornyezeti allapotértékelése, 2014; Utry ef al., 2014; Ajtai
et al., 2015) or the ecotoxicity is also affected by other
constituents (i.e., metals) which don’t contribute to absorption
that can also worsen the correlations here.

The correlations and their wavelength dependence
perceived at Sitel imply that there could be a relationship
between AAE (being the wavelength dependency of
optical absorption) and ecotoxicity too.
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Table 4. Correlations between the measured parameters part 1.
Measured parameter OAC@1064nm OAC@532nm OAC@355nm  Ecotoxicity
(1/EC50)
Site1 Site2 Sitel Site2 Sitel Site2 Sitel Site?2
Sunset OCEC analyzer Organic Carbon (OC) n.a. 0.798 n.a. 0.807 n.a. 0.804 n.a. 0.245
Elemental Carbon (EC) n.a. 0.852 n.a. 0.866 n.a. 0.793 n.a. 0.267
Total Carbon (TCgyset)  n.2. 0.810 n.a. 0.818 n.a. 0.808 n.a. 0.250
Filter extraction Total Carbon (TCpzewerg) 0.784  0.814  0.899 0.823 0.926 0.809 0.485 0.254
Levoglucosan 0.759 0.780 0.825 0.809 0.869 0.785 0.502 0.266
Number size 0.25-0.5 pm 0.734 0567 0.815 0.747 0.824 0.760 0.487 0.290
concentration 0.5-1 pm 0.449 0475 0406 0.574 0371 0.579 0.268 0.228
Mass concentration PM, s 0.544 0449 0.681 0.434 0.653 0420 0,561 -
Table 5. Correlations between the measured parameters part 2.
Measured parameters OAC@1064nm OAC@S532nm OAC@355nm Ecotoxicity
(1/EC50)
Sitel Site2 Sitel Site2 Sitel Site2 Sitel Site?2
NO, 0.747 0.836  0.748  0.837 0.68 0.757 0316  0.189
CcO 0.754 0.788 0.807 0.827 0.833 0.792 0393 03
PAH Phenantrene [ng m ] 0479 0.825 0.653 0811 0.639 0.798 0.276 0.193
Antracene [ng m ] 0.382 0.607 0.514 0.597 0.504 0.537 0.194
Fluorantene [ng m ] 0.57 0.795 0.698 0.786  0.669 0.728  0.318  0.186
Pyrene [ng m™] 0.446 0.783 0464 0.777 0454 0.729 0.29 0.195
Benzo[a]antracene [ng m™] 0.687 0.775 0.744 0.777 0.744 0.725 0364 0.212
Chrysene [ng m ] 0.659 0.755 0.762 0.751 0.765 0.734  0.39 0.222
Benzo[b]fluoranthene [ngm~>] 0.731  0.771  0.829 0.778 0.835 0.744 0425 0.246
Benzo[k]fluorantene [ng m?] 0691 0.799 0.804 0808 0.805 0.775 0346 0.247
Benzo[a] pyrene [ng m ] 0.736  0.807 0.804 0.811 0.808 0.774 0.401 0.232
Dibezn[a,h] antarcene [ng m>] 0.477  0.543  0.616 0.548  0.605 0.515 - 0.2
Benzo[g,h,i]perylene [ngm>] 0.646  0.676 0.792  0.68 0.785 0.674 0318 0.222
Indenopyrene [ng m °] 0.709 0.773 0.835 0.779 0.832 0.748 0371 0.242
BTEX Benzene 0.715 0.794 0.796¢ 0.818 0.777 0.8 - -
Toluene 0.672  0.651 0.718 0.658 0.686  0.643 - -
m.p-xylene 0.571 0.788  0.588  0.796  0.53 0.714 - -
o-xylene 0.623 0.644 0.651 0.673 0.557 0.548 - -

Table 6. Relationship between OACs and toxicity.

Table 7. Correlations between ecotoxicity, AAE and
LG/TC ratio.

Ecotoxicity (1/EC50)
Site 1 Site 2 Ecotoxicity (1/EC50)
OAC@1064nm 0.335 0.23 Site 1 Site 2
OAC@532nm 0.384 0.275 AAE@1064-355nm 0.309 -
OAC@355nm 0.424 0.22 AAE@532-355nm 0.448 -
LG/TCgeiwere 0.486 0.326

Correlations coefficients determined between ecotoxicity,
AAE and the levoglucosan to total carbon ratio (LG/TCreiiwerg)
are demonstrated in Table 7. In case of Sitel, ecotoxicity
moderately correlates ((0.4 < r < 0.6) with AAE@532-
355nm. In case of AAE determined on a wider wavelength
range, the relationship is weaker (r = 0.309). At Site 2 no
significant correlation was found as expected from the
findings in section 3.3.

Also, ecotoxicity shows moderate (r = 0.486) and weak
(r = 0.326) correlations with the LG to TC ratio at both
sites. As LG is a tracer of biomass burning (Fine ef al., 2002;
Puxbaum et al., 2007), LG/TC ratio can carry information
regarding the relative strength of biomass burning compared

to other emitting sources. Site 1 has been previously shown to
be dominated by biomass burning and traffic among urban
wintry conditions. The relative strength of biomass burning to
traffic can be indicated by LG/TC (Utry et al., 2014; Ajtai
et al., 2015). The positive relationship between LG/TC and
ecotoxicity verifies the findings by Turoczi et al. (2012)
indicating that biomass burning emission has remarkable
ecotoxicological potential.

In addition, we have previously demonstrated (Utry et
al., 2014; Ajtai et al., 2015) that the daily variation of
AAE can carry information regarding the relative strength of
the two dominant LAC sources (traffic and wood burning),
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thus the chemical composition of ambient aerosol particles
(Sandradewi et al., 2008a, b; Favez et al., 2009; Ajtai et
al., 2015). Fig. 1 shows that the daily variations of the two
quantities displayed similar trends during the campaign. It is
worth to note that error bars related to any of the measured
points do not indicate the uncertainty of the measured data
but inherent attribute of presentation of daily variation in
field measurement, where data is averaged according to the
corresponding time periods and not the cohesive ambient
factors such as meteorological or photochemical parameters
(Sandradewi et al., 2008a, b; Favez et al., 2009). So, the
correlation analysis is based on the averaged values which
are representative for the diurnal variations. Consequently,
the diurnal variation of the measured data is readable from
this curve, even as a result of this primitive data evaluation
method. However, the presented dataset is inadequate to
disclose the way the realized correlations depend on ambient
conditions. It is due to limited number of the measured data
corresponding to the same time and coherent meteorological
conditions. Fig. 1 only serves the purpose of displaying
that the fluctuations in the daily variation AAE could serve
as not only an indicator of the relative strength of the
emitting sources of CPM but as a means for the preliminary
assessment of the toxicological potential of CPM.
Although, the Vibrio fischeri bioassay only provides
direct information regarding the toxicological effects of
ambient aerosol on ecosystems, it has been proven
appropriate to reveal spatial pattern of air pollution (e.g.,
Aammi et al., 2017). To the authors best knowledge, we
were the first to verify a correlation between the on-line
measured optical response (OAC and AAE) determined by
photoacoustic spectroscopy that is devoid of the
methodological and analytical artifacts associated to the most
commonly used optical absorption measurement techniques

(Collaud Coen et al., 2010) and the offline determined
toxicological potential of CPM. However, since previous
studies have shown that the optically active organic
fraction of ambient aerosol significantly contributes to the
ecotoxicological potential of ambient particulate matter,
we propose that there is a possibility for AAE to become
an able candidate to obtain a first screening regarding the
toxicological potential of optically active ambient CPM. In
order to verify this proposition, longer measurement
campaigns need to be carried out, where this proposition
can be further confirmed in the function of both the different
meteorological factors and the relative strength of emitting
sources. Also, the effect of metals is not negligible, so
simultaneous measurement of heavy and transition metal
concentration in particulate matter would also be necessary
to obtain a complex picture of the toxicological potential
of CPM. In addition, as ecotoxicity determined by the
Vibrio fisheri bioassay does not carry direct information on
human health risks, so a possible correlation between the
optical absorption properties of CPM and other toxicological
assays should be investigated in the future.

SUMMARY AND OUTLOOK

An extensive 2-month field measurement campaign was
carried out in order to investigate the relationship between
the online measured optical, physicochemical and the off-
line determined chemical and the ecotoxicological properties
of atmospheric particulate matter. The daily variation of
the measured physicochemical and toxicological parameters
was determined. The ecotoxicity test showed weak to
moderate correlations with CPM emission, including the
optical absorption coefficients determined at the specific
operational wavelengths of the 4A-PAS. At Site 1 moderate
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Fig. 1. The daily variation of AAE and ecotoxicity.
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correlation was observed with the strength of the correlation
increasing towards shorter wavelengths. At Site 2 the strength
of the relationship was weaker, with no clear wavelength
dependence. At Site 1 AAE@532-355nm showed moderate
correlation with ecotoxicity.

This work should be considered as a preliminary study
investigating the applicability of AAE as not only a
chemically and source selective parameter but also a
possible indicator of CPM toxicity. In this context, the
realized weak or moderate correlations between ecotoxicity
and AAE can be regarded as remarkable findings particularly
if we consider the analytical and methodological difficulties
associated with the toxicity measurements and the
comparative interpretations of those, as well as the limitations
of the applied data evaluation method (Kok e? al., 2005).
Based on the determined correlations we propose that CPM
has considerable ecotoxicological potential that could be
prognosticated by real-time measured AAE values. However,
in order to introduce an optical absorption measurement based
real time air quality monitoring method, further long term
studies have to be carried out including detailed analysis of
the ambient effect of the correlation. Furthermore, the
interdependence between the optical absorption spectrum
of CPM and other toxicological indicators should be
investigated in the future. Also, the toxicity of heavy and
transition metals adsorbed on the surface of airborne
particles should also be considered.

As stated by Kok er al. (2006) future research should
also focus on investigating toxicity of fine and ultrafine
ambient aerosol in relation to their emitting sources. We
have recently demonstrated that the field application of
multi-wavelength photoacoustic spectroscopy among wintry
urban conditions can open up new possibilities in the real-
time apportionment of the emitting sources of CPM (Utry
et al., 2014; Ajtai et al., 2015). Based on the results of the
present study and our recently developed multi-wavelength
photoacoustic spectroscopy based real time apportionment
method (Ajtai et al., 2015) we are aiming to investigate
ambient particulate matter toxicity in the function of emitting
sources in the future. Also, the correlation between AAE
and other toxicity tests should also be compared like
oxidative potential assays, acellular methods or tests based
on alveolar cells.

ACKNOWLEDGEMENT

Financial support by the Hungarian Scientific Research
Foundation (project OTKA NN 109679) is gratefully
acknowledged. Development of a novel type of air-quality
measuring instrument for real-time monitoring of the
degree of aerosol hazard" — GOP 1.1.1-11-2012-0114. This
work was also supported by the project GINOP-2.3.2-15-
2016-00036. Supported BY the UNKP-UNKP-16-4 New
National Excellence Program of the Ministry of Human
Capacities. The authors would like to express their
gratitude to Nora Kovats and co-workers at the University
of Pannonia, Institute of Environmental Sciences for
executing the ecotoxicity tests.

REFERENCES

Aammi, S., Karaca, F. and Petek, M. (2017). A
toxicological and genotoxicological indexing study of
ambient aerosols (PM,s.j¢) using in vitro bioassays.
Chemosphere 174: 490-498.

Ajtai, T., Filep, A., Schnaiter, M., Linke, C., Vragel, C.,
Bozoki, Z., Szabd, G. and Leisner, T. (2010a). A novel
multi-wavelength photoacoustic spectrometer for the
measurement of the UV-vis-NIR spectral absorption
coefficient of atmospheric aerosols. J. Aerosol Sci. 41:
1020-1029.

Aijtai, T., Filep, A., Kecskeméti, G., Hopp, B., Bozoki, Z.
amd Szabd, G. (2010b). Wavelength dependent mass-
specific optical absorption coefficients of laser generated
coal aerosols determined from multi-wavelength
photoacoustic measurements. Appl. Phys. A 103: 1165—
1172.

Ajtai, T., Filep, A., Utry, N., Schnaiter, M., Linke, C., Bozoki,
Z., Szabd, G. and Leisner, T. (2011). Inter-comparison of
optical absorption coefficients of atmospheric aerosols
determined by a multi-wavelength photoacoustic
spectrometer and an aethalometer under sub-urban wintry
conditions. J. Aerosol Sci. 42: 859-866.

Ajtai, T., Utry, N., Pintér, M., Major, B., Bozoki, Z. and
Szabo, G. (2015). A method for segregating the optical
absorption properties and the mass concentration of winter
time urban aerosol. Atmos. Environ. 122: 313-320.

Bond, T.C., Doherty, S.J., Fahey, D.W., Forster, P.M.,
Berntsen, T., DeAngelo, B.J., Flanner, M.G., Ghan, S.,
Kércher, B., Koch, D., Kinne, S., Kondo, Y., Quinn,
PXK., Sarofim, M.C., Schultz, M.G., Schulz, M.,
Venkataraman, C., Zhang, H., Zhang, S., Bellouin, N.,
Guttikunda, S.K., Hopke, P.K., Jacobson, M.Z., Kaiser,
JW., Klimont, Z., Lohmann, U., Schwarz, J.P.,
Shindell, D., Storelvmo, T., Warren, S.G. and Zender,
C.S. (2013). Bounding the role of black carbon in the
climate system: A scientific assessment. J. Geophys.
Res. 118: 5380-5552.

Budapest kornyezeti allapotértékelése (2014). http://bud
apest.hu/Documents/Bp%20K%C3%B6rnyezeti%20%C
3%38111apot%C3%A9rt%C3%A9kel%C3%A9se%2020
14.pdf, Last Access: 1 June 2016.

Buschini, A., Cassoni, F., Anceschi, E., Pasini, L., Poli, P.
and Rossi, C. (2001). Urban airborne particulate:
genotoxicity evaluation of different size fractions by
mutagenesis tests on microorganisms and comet assay.
Chemosphere 44: 1723-1736.

Cerna, M., Pochmanova, D., Pastorkova, A., Benes, I.,
Linicek, J., Topinka, J. and Biankova, B. (2000).
Genotoxicity of urban air pollutants in the Czech
Republic. Part 1. Bacterial mutagenic potencies of
organic compounds adsorbed on PM, particulates. Mutat.
Res. 469: 71-82.

Chakrabarty, R.K., Moosmiiller, H., Chen, L.W.A., Lewis,
K., Arnott, W.P., Mazzoleni, C., Dubey, M.K., Wold,
C.E., Hao, W.M. and Kreidenweis, S.M. (2010). Brown
carbon in tar balls from smoldering biomass combustion.
Atmos. Chem. Phys. 10: 6363-6370.



1524 Pintér et al., Aerosol and Air Quality Research, 17: 1515-1526, 2017

Claxton, L.D., Houk, V.S., Monteith, L.G., Myers, L.E.
and Hughes, T.J. (1991). Assessing the use of known
mutagens to calibrate the Salmonella typhimurium
mutagenicity assay: 1. Without exogenous activation.
Mutat. Res. 253: 137-147.

Collaud Coen, M., Weingartner, E., Apituley, A., Ceburnis,
D., Fierz-Schmidhauser, R., Flentje, H., Henzing, J.S.,
Jennings, S.G., Moerman, M., Petzold, A., Schmid, O., and
Baltensperger, U. (2010). Minimizing light absorption
measurement artifacts of the Aethalometer: Evaluation
of five correction algorithms. Atmos. Meas. Tech. 3: 457—
474,

Czovek, D., Novak, Z., Somlai, C., Asztalos, T., Tiszlavicz,
L., Bozoki, Z., Ajtai, T., Utry, N., Filep, A., Bari, F. and
Petdk, F. (2012). Respiratory consequences of red sludge
dust inhalation in rats. Toxicol. Lett. 209: 113-120.

de Kok, T.M., Hogervorst, J.G., Briede, J.J., van Herwijnen,
M.H., Maas, L.M., Moonen, E.J., Driece, H.A. and
Kleinjans, J.C. (2005). Genotoxicity and physicochemical
characteristics of traffic-related ambient particulate matter.
Environ. Mol. Mutagen. 46:71-80.

de Kok, T.M.C.M., Driece, H.A.L., Hogervorst, J.G.F. and
Briede, J.J. (2006). Toxicological assessment of ambient
and traffic-related particulate matter: A review of recent
studies. Mutat. Res. 613: 103—122.

Devillers, J. (2009). Ecotoxicology Modeling, Emerging
Topics in Ecotoxicology: Principles, Approaches and
Perspectives 2, Springer Science Business Media, LLC
2009.

Dockery, D.W., Pope, C.A., III, Xu, X., Spengler, J.D.,
Ware, J.H., Fay, M.E., Ferris, B.G. and Speizer, F.E.
(1993). An association between air pollution and mortality
in six U.S. cities. N. Engl. J. Med. 329: 1753—-1759.

Donaldson, K., Beswick, P.H. and Gilmour, P.S. (1996).
Free radical activity associated with the surface of
particles: A unifying factor in determining biological
activity? Toxicol. Lett. 88: 293—298.

Donaldson, K., Brown, D., Clouter, A., Duffin, R., MacNee,
W., Renwick, L., Tran, L. and Stone, V. (2002). The
pulmonary toxicology of ultrafine particles. J. Aerosol
Med. 15: 213-220.

Endo, O., Sugita, K., Goto, S., Amagai, T. and Matsushita,
H. (2003). Mutagenicity of size-fractioned airborne
particles collected with Andersen low pressure impactor.
J. Health Sci. 49: 22-27.

Favez, O., Cachier, H., Sciare, J., Sarda-Esteve, R. and
Matinon, L. (2009). Evidence for a significant contribution
of wood burning aerosols to PM,s during the winter
season in Paris, France. Atmos. Environ. 43: 3640-3644.

Favez, O., El Haddad, 1., Piot, C., Boreave, A., Abidi, E.,
Marchand, N., Jaffrezo, J.L., Besombes, J.L., Personnaz,
M.Z., Sciare, J., Wortham, H., George, C. and D'Anna,
B. (2010). Inter-comparison of source apportionment
models for the estimation of wood burning aerosols
during wintertime in an Alpine city (Grenoble, France).
Atmos. Chem. Phys. 10: 5295-5314.

Filep, A., Drinovec, L., Palagyi, A., Manczinger, L.,
Vagvolgyi, Cs., Bozdki, Z., Hitzenberger, R. and Szabd,
G. (2015). Source specific cyto- and genotoxicity of

atmospheric aerosol samples. Aerosol Air Qual. Res. 15:
2325-2331.

Fine, P.M., Cass, G.R. and Simoneit, B.R.T. (2002).
Chemical characterization of fine particle emissions
from the fireplace combustion of woods grown in the
southern United States. Environ. Sci. Technol. 36: 1442—
1451.

Flowers, B.A., Dubey, M.K., Mazzoleni, C., Stone, E.A.,
Schauer, J.J. and Kim, S.W. (2010). Optical-chemical
relationships for carbonaceous aerosols observed at Jeju
Island, Korea with a 3-laser photoacoustic spectrometer.
Atmos. Chem. Phys. 10: 10387-10398.

Fort, F. (1992). Correlation of Microtox EC, with mouse
LD. Toxicol. in Vitro 5: 73-82.

Hayakawa, K., Kawaguchi, Y., Murahashi, T. and
Miyazaki, M. (1995). Distributions of nitropyrenes and
mutagenicity in airborne particulates collected with an
Andersen sampler. Mutat. Res. 348: 57—-61.

http://www.mathworks.com/help/matlab/ref/corrcoef.html,
Last Access: 4 May 2016.

https://www.iarc.fr/en/media-centre/pr/2012/pdfs/pr213_E.
pdf, Last Access: 29 June 2016.

IARC (International Agency for Research on Cancer)
(2012). Diesel and Gasoline Engine Exhausts and Some
Nitroarenes, IARC Monographs on the Evaluation of
Carcinogenic Risks to Human, Lyon, Vol. 46 (1989).

Kawanaka, Y., Wang, N., Yun, S.J. and Sakamoto, K.
(2002). Size distributions and seasonal variations in
concentrations of 1- nitropyrene and polycyclic aromatic
hydrocarbons in atmospheric particulate matter. J.
Environ. Chem. 12: 599-607.

Kawanaka, Y., Matsumoto, E., Sakamoto, K., Wang, N.
and Yun, SJ. (2004). Size distributions of mutagenic
compounds and mutagenicity in atmospheric particulate
matter collected with a low-pressure cascade impactor.
Atmos. Environ. 38: 2125-2132

Kennedy, I.M. (2007). The health effects of combustion-
generated aerosols. Proc. Combust. Inst. 31: 2757-2770

Kiss, G., Varga-Puchony, Z., Rohrbacher G. and Hlavay, J.
(1998). Distribution of polycyclic aromatic hydrocarbons
on atmospheric aerosol particles of different sizes.
Atmos. Res. 46: 253-261.

Koppmann, R., von Czapiewski, K. and Reid, J.S. (2005).
A review of biomass burning emissions, Part I: Gaseous
emissions of carbon monoxide, methane, volatile organic
compounds, and nitrogen containing compounds. Atmos.
Chem. Phys. Discuss. 5: 10455-10516.

Koviats, N., Acs, A., Kovacs, A., Ferincz, A., Turéczi, B.,
and Gelencsér, A. (2012). Direct contact test for estimating
the ecotoxicity of aerosol samples. Environ. Toxicol.
Pharmacol. 33: 223-228.

Kovats, N., Acs, A., Ferincz, A., Kovacs, A., Horvath, E.,
Kakasi, B., Jancsek-Turdczi, B. and Gelencsér, A. (2013).
Ecotoxicity and genotoxicity assessment of exhaust
particulates from diesel-powered buses. Environ. Monit.
Assess. 185: 8707-8713.

Kovats, N. and Horvath, E. (2016). Bioluminescence-based
assays for assessing eco- and genotoxicity of airborne
emissions. Luminescence 31: 918-923.



Pintér et al., Aerosol and Air Quality Research, 17: 1515-1526, 2017 1525

Lack, D.A., Lovejoy, E.R., Baynard, T. amf Pettersson, A.
(2006). Aerosol absorption measurement using
photoacoustic spectroscopy: sensitivity, calibration and
uncertainty developments. Aerosol Sci. Technol. 40: 697—
708.

Landkocz, Y., Ledoux, F., André, V., Cazier, F., Genevray,
P., Dewaele, D., Martin, P. J., Lepers, C., Verdin, A.,
Courcot, L., Boushina, S., Sichel, F., Gualtieri, M.,
Shirali, P., Courcot, D. and Billet, S. (2017). Fine and
ultrafine atmospheric particulate matter at a multi-
influenced urban site: Physicochemical characterization,
mutagenicity and cytotoxicity. Environ. Pollut. 221: 130—
140.

Lewis, K., Arnott, W.P., Moosmiiller, H. and Wold, C.E.
(2008). Strong spectral variation of biomass smoke light
absorption and single scattering Albedo observed with a
novel dual-wavelength photoacoustic instrument. J.
Geophys. Res. 113: D16203.

Li, N., Sioutas, C., Cho, A., Schmitz, D., Misra, C., Sempf,
J., Wang, M.Y., Oberley, T., Froines, J. and Nel, A.
(2003). Ultrafine particulate pollutants induce oxidative
stress and mitochondrial damage. Environ. Health
Perspect. 111: 455-460.

Li, N., Wang, M.Y ., Bramble, L.A., Schmitz, D.A., Schauer,
J.J., Sioutas, C., Harkema, J.R. and Nel, A.E. (2009).
The adjuvant effect of ambient particulate matter is
closely reflected by the particulate oxidant potential.
Environ. Health Perspect. 117: 1116—1123.

Lin, T.H. and Chao, M.R. (2002). Assessing the influence of
methanolcontaining additive on biological characteristics
of diesel exhaust emissions using microtox and mutatox
assays. Sci. Total Environ. 284: 61-74.

Longhin, E., Gualtieri, M., Capasso, L., Bengalli, R,
Mollerup, S., Holme, J A., @vrevik, J., Casadei, S., Di
Benedetto, C., Parenti, P. and Camatini, M. (2016).
Physico-chemical properties and biological effects of
diesel and biomass particles. Environ. Pollut. 215 366—
375.

Martinsson, J, Eriksson, A., Nielsen, [.E., Malborg, V.,
Ahlberg, E., Andersen, C., Lindgren, R., Nystrom, R.,
Nordin, E.Z., Brune, W.H., Svenningsson, B., Swietlicki,
E., Boman, C. and Pagels, J.H. (2015). Impacts of
combustion conditions and photochemical processing on
the light absorption of biomass combustion aerosol.
Environ. Sci. Technol. 49: 14663—14671.

Moosmiiller, H., Chakrabarty, R.K., Ehlers, K.M. and
Arnott, W.P. (2011). Absorption Angstrom coefficient,
brown carbon, and aerosols: Basic concepts, bulk
matter, and spherical particles. Atmos. Chem. Phys. 11:
1217-1225.

Muala, A., Nicklasson, H., Boman, C., Swietlicki, E.,
Nystrom, R., Pettersson, E., Bosson, J.A., Rissler, J.,
Blomberg, A., Sandstrom, T. and Londahl, J. (2014).
Respiratory tract deposition of inhaled wood smoke
particle in healthy volunteers. J. Aerosol Med. Pulmon.
Drug Delivery 28: 237-246.

Pagano, P., de Zaiacomo, T., Scarcella, E., Buruni, S. and
Calamosca, M. (1996). Mutagenic activity of total and
particle-sized fractions of urban particulate matter.

Environ. Sci. Technol. 30: 3512-3516.

Papadimitriou, C.A., Haritou, 1., Samaras, P. and Zouboulis,
A.L (2008). Evaluation of leaching and ecotoxicological
properties of sewage sludge-fly ash mixtures. Environ.
Res. 106: 340-348.

Penner, J.E., Hegg, D. and Leaitch, R. (2001). Unraveling
the role of aerosols in climate change. Environ. Sci.
Technol. 35: 332A-340A.

Pope, C.A., III, Burnett, R.T., Thun, M.J., Calle, E.E.,
Krewski, D., Ito, K. and Thurston, G.D. (2002). Lung
cancer, cardiopulmonary mortality, and long-term
exposure to fine particulate air pollution. JAMA 287:
1132-1141.

Puxbaum, H., Caseiro, A., Sanchez-Ochoa, A., Kasper-
Giebl, A., Claeys, M., Gelencsér, A., Legrand, M.,
Preunkert, S. and Pio, C. (2007). Levoglucosan levels at
background sites in Europe for assessing the impact of
biomass combustion on the European aerosol background.
J. Geophys. Res. 112: D23S05.

Roig, N., Sierra, J., Rovira, J., Schuhmacher, M.,
Domingo, J.L. and Nadal, M. and (2013). In vitro tests
to assess toxic effects of airborne PM;, samples.
Correlation with metals and chlorinated dioxins and
furans. Sci. Total Environ. 443: 791-797.

Sandradewi, J., Prevot, A.S.H., Szidat, S., Perron, N., Alfarra,
M.R., Lanz, V.A., Weingartner, E. and Baltansperger, U.
(2008a). Using aerosol light absorption measurements for
the quantitative determination of wood burning and traffic
emission contributions to particulate matter. Environ.
Sci. Technol. 42: 3316-3323.

Sandradewi, J., Prevot, A.S.H., Weingartner, E.,
Schmidhauser, R., Gysel, M. and Baltensperger, U.
(2008b). A study of wood burning and traffic aerosols in
an Alpine valley using a multi-wavelength Aethalometer.
Atmos. Environ. 42: 101-112.

Sardar, S.B., Fine, P.M. and Sioutas, C. (2005). Seasonal
and spatial variability of the size-resolved chemical
composition of particulate matter (PM,o) in the Los
Angeles Basin. J. Geophys. Res. 110: D07S08.

Schnelle-Kreis, J., Gebefugi, 1., Welzl, G., Jaensch, T. and
Kettrup, A. (2001). Occurrence of particle-associated
polycyclic aromatic compounds in ambient air of the
city of Munich. Atmos. Environ. 35: S71-S81.

Schwartz, J. (1994). Air pollution and hospital admissions
for the elderly in Birmingham, Alabama. Am. J.
Epidemiol. 139: 589-598.

Schwartz, S.E. (2004). Uncertainty requirements in radiative
forcing of climate change. J. Air Waste Manage. Assoc.
54: 1351-1359.

Shiraiwa, M., Kondo, Y., Moteki, N., Takegawa N., Sahu,
L.K., Takami, A., Hatakeyama, S., Yonemura, S. and
Blake, D.R. (2008). Radiative impact of mixing state of
black carbon aerosol in Asian outflow. J. Geophys. Res.
113: D24210.

Sigsgaard, T., Forsberg, B., Annesi-Maesano, 1., Blomberg,
A., Belling, A., Boman, C6, Benlgkke, J., Brauer, M.,
Bruce, N., Héroux, M.E., Hirvonen, M.R., Kelly, F.,
Kiinzli, N., Lundbéck, B., Moshammer, H., Noonan, C.,
Pagels, J., Sallsten, G., Sculier, J. and Brunekreef, B.



1526 Pintér et al., Aerosol and Air Quality Research, 17: 1515-1526, 2017

(2015). Health impacts of anthropogenic biomass burning
in the developed world. Eur. Respir. J. 46: 1577-1588.
Solomon, S., Qin, D., Manning, M., Chen, Z., Marquis,
M., Averyt, K.B., Tignor, M. and Miller, H.L. (2007).
Contribution of Working Group [ to the Fourth
Assessment Report of the Intergovernmental Panel on
Climate Change. Cambridge University Press, Cambridge,

United Kingdom and New York, NY, USA.

Tokiwa, H., Kitamori, S., Takahashi, K. and Ohnishi, Y.
(1980). Mutagenic and chemical assay of extracts of
airborne particulates. Mutat. Res. 77: 99—108.

Turdezi, B., Hoffer, A., Téth, A., Kovats, N., Acs, A.,
Ferincz, A., Kovacs, A. and Gelencsér, A. (2012).
Comparative assessment of ecotoxicity of urban aerosol.
Atmos. Chem. Phys. 12: 7365-7370.

US Environmental Protection Agency (2005). Office of
Air Quality Planning and Standards, Review of the
National Ambient Air Quality Standards for Particulate
Matter: Policy Assessment of Scientific and Technical
Information, EPA-452/R-05-005.

Utry, N., Ajtai, T., Filep, A., Pintér, M., Torok, Z., Bozdki,
Z. and Szabo, G. (2014). Correlations between absorption
Angstrom exponent (AAE) of wintertime ambient urban

aerosol and its physical and chemical properties. Atmos.
Environ. 91: 52-59.

Verma, V., Ning, Z., Cho, A.K., Schauer, J.J., Shafer,
M.M. and Sioutas, C. (2009). Redox activity of urban
quasi-ultrafine particles from primary and secondary
sources.Atmos. Environ. 43: 6360—6368.

Verma, V., Rico-Martinez, R., Kotra, N., King, L., Liu, J.,
Snell, T.W. and Weber, R.J. (2012). Contribution of
water-soluble and insoluble components and their
hydrophobic/hydrophilic subfractions to the reactive
oxygen species-generating potential of fine ambient
aerosols. Environ. Sci. Technol. 46: 11384—11392

Vouitsis, E., Ntziachristos, L., Pistikopoulos, P., Samaras,
Z., Chrysikou, L., Samara, C., Papadimitriou, C., Samaras,
P. and Sakellaropoulos, G. (2009). An investigation on
the physical, chemical and ecotoxicological characteristics
of particulate matter emitted from light-duty vehicles.
Environ. Pollut. 157: 2320-2327.

Received for review, September 13, 2016
Revised, April 27, 2017
Accepted, April 28, 2017



