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Abstract

:

A summer field campaign was conducted at the forested background site of K-puszta in Hungary. The main aim was to assess the contribution of terpene-derived particulate organic compounds to the PM2.5 organic carbon (OC) and of the secondary organic carbon (SOC) from α-pinene to the OC. The study lasted from 24 May to 29 June 2006; the first half the weather was cold, while the second half was warm. Separate daytime and night-time PM2.5 samples were collected with a high-volume sampler and the samples were analysed by several analytical techniques, including ion chromatography (IC) and liquid chromatography–mass spectrometry (LC/MS). The latter technique was used for measuring the terpene-derived species. Ancillary high time resolution measurements of volatile organic compounds (VOCs) were made with proton-transfer reaction–mass spectrometry. The temporal and diurnal variability of the particulate compounds and VOCs and interrelationships were examined. It was found that the monoterpenes and a number of terpene-derived particulate compounds, such as cis-pinic and cis-caric acid, exhibited a strong day/night difference during the warm period, with about 10 times higher levels during the night-time. During the warm period, the IC compounds and LC/MS compounds accounted, on average, for 3.1% and 2.0%, respectively, of the OC, whereas the contribution of SOC from α-pinene to the OC was estimated at a minimum of 7.1%.
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1. Introduction


The fine aerosol at the forested site of K-puszta, Hungary, is dominated by secondary organic aerosol (SOA) in summer. According to Gelencsér et al. [1], non-fossil SOA, which is presumably mostly from biogenic origins in the summer, accounts for 69% of the PM2 total carbon in that season. The K-puszta site is thus an excellent site to study in summer because of the contribution from the main biogenic volatile organic compounds (VOCs), i.e., isoprene and monoterpenes. One can examine in detail what fraction of the organic carbon (OC) can be explained by the particulate organic species that are produced from those VOCs and assess to what extent the OC can be attributed to monoterpene and isoprene secondary organic carbon (SOC). If it is possible to reliably assess the biogenic contribution to the PM at forested sites on the basis of tracer or marker compounds, it should be possible to apply the same approach at polluted sites and thus assist in developing suitable abatement strategies for such sites. Indeed, by assessing the biogenic fraction of the PM, which is virtually impossible to eliminate, one could estimate what fraction of the PM could be reduced by appropriate strategies. In an earlier study [2], we reported on a number of polar organic compounds, including photooxidation products of isoprene, levoglucosan, malic acid, and sugar alcohols, which were measured by gas chromatography/mass spectrometry (GC/MS) for PM2.5 aerosol collected during a 2003 summer field campaign at the K-puszta site. In a follow-up study [3], α-/β-pinene SOA tracers, comprising cis-pinic acid, 3-hydroxyglutaric acid and 3-methyl-1,2,3-butanetricarboxylic acid (MBTCA), and the d-limonene SOA tracer 3-carboxyheptanedioic acid were also measured by GC/MS. Besides those GC/MS compounds, organic and elemental carbon (OC, EC), water-soluble organic carbon (WSOC), and dicarboxylic acids were also measured for the 2003 campaign [2,3,4]. In 2006 a new summer field campaign was conducted at the K-puszta site, in which a total of 68 high-volume PM2.5 samples (again, typically separate daytime and night-time samples) were collected. OC, EC, WSOC, and dicarboxylic acids were again measured but instead of GC/MS, liquid chromatography/mass spectrometry (LC/MS) using electrospray ionisation in the negative ion mode [(−)ESI] was now used for the analyses. The LC/MS analyses were targeted at more oxidation products of monoterpenes than could be measured by GC/MS. Among these products were important terpene-derived substances that were identified in the past decade, such as terpenylic acid and related compounds [5], and 2-hydroxyterpenylic acid isomers [6], which were expected to provide a substantial contribution to the OC. It was also hoped that LC/MS could elucidate a larger fraction of the OC than the 1.75% that was, on average, accounted for in the 2003 campaign by GC/MS [2,3]. The latter method typically suffers from the presence of a large unresolved complex mixture so that only a small fraction of the OC is explained by the molecular organic species that are measured with it (e.g., [7]). Also, in several other aerosol composition studies for forested sites, only a small fraction of the OC could be accounted for by the compounds measured by GC/MS [8,9,10,11,12]. Besides the aerosol samplings, measurements were made of VOCs by proton-transfer reaction–mass spectrometry (PTR-MS) in the 2006 summer campaign at K-puszta. The aims of the 2006 study were (1) to examine the temporal and day/night variations of the various species measured, (2) to examine the correlations between the various species and the relationships between the particulate species and the important biogenic volatile organic compounds (BVOCs) isoprene and the monoterpenes, (3) to assess how the contribution from the LC/MS compounds to the OC compares with that from the GC/MS compounds, and (4) to determine the contribution from α-pinene SOC to the OC and to compare it with the contributions from α-pinene and isoprene SOC, as found for the 2003 campaign [3], for a mixed deciduous forest site in Jülich, Germany [9], and in a number of other studies.




2. Experiments


The study site of K-puszta in Hungary (46°58′ N, 19°33′ E, 136 m a.s.l.) is a forested site situated on the Great Hungarian Plain, 80 km southeast of Budapest (1.9 million inhabitants). The largest nearby town (Kecskemét, 110,000 inhabitants) is located 15 km southeast from the site. The sampling site is surrounded by forest (62% coniferous trees) interspersed with clearings. The aerosols collected here may be representative of forested rural background for the Central–Eastern European region. The site was selected as an air monitoring station by EMEP (European Monitoring and Evaluation Programme) and GAW (Global Atmospheric Watch) and is one of 20 European supersites within the EU project EUSAAR (European Super-sites for Atmospheric Aerosol Research). More information on the site can be found in [2,13,14,15].



The 2006 sampling campaign at K-puszta lasted from 24 May until 29 June. Aerosol collections were performed with a variety of samplers, including with a dichotomous high-volume sampler [16], which separates the aerosol into two size fractions, coarse (>2.5 μm) and fine (PM2.5). Separate daytime (from 7:15 to 18:00 local time, UT + 2) and night-time (from 18:30 to 6:40 local time) collections were typically made with the several samplers, and a total of 68 parallel collections were made. The filters used in the high-volume sampler were double Pallflex quartz fibre filters (of 102 mm diameter), which had been prebaked for 24 h at 550 °C to remove organic contaminants. Here, only data for the front filters of the PM2.5 size fraction of the high-volume sampler are presented.



Isoprene (C5H8), other BVOCs including monoterpenes (C10H16) and the hemi-terpene 2-methyl-3-buten-2-ol (MBO), their volatile organic oxidation products, and other VOCs were determined by PTR-MS [17,18] with a time resolution of 10 min. Critical inorganic trace gases (i.e., O3 and NOx) and meteorological parameters, including ambient temperature, relative humidity, wind speed, and direction, were measured by instrumentation that was available at the site.



The PM2.5 high-volume samples from the 2006 campaign were analysed for OC and EC with a thermal–optical method, using a NIOSH-like protocol [19]. WSOC was determined as described in [20]. Methanesulphonate (MSA−), oxalate, malonate, and succinate were measured by ion chromatography (IC) [4]. Fifteen organic acids (e.g., MBTCA, cis-pinonic, cis-pinic, terebic, terpenylic), and 5 isomeric α-pinene-related pinanediol mono-nitrate organosulphates (OSs) with a molecular weight (MW) of 295 were determined by LC/MS, as described in [21].



All concentration data for the actual samples were corrected for field blanks.




3. Results and Discussion


3.1. Concentrations, Time Series, and Correlations


Whereas it was very hot and dry during the entire 2003 campaign, the 2006 campaign was characterised by two distinct periods, with the first half of the campaign (24 May–11 June) unusually cold and the second half (12–29 June) warm. The average temperatures and associated standard deviations during the cold period were 16.9 ± 2.6 °C and 11.3 ± 2.4 °C during the daytime and night-time samplings, respectively, and during the warm period 27.4 ± 3.1 °C and 18.5 ± 3.5 °C, respectively. The air masses often originated over the North Sea and/or the Atlantic Ocean during the cold period, whereas during the warm period they had a continental character and were more stagnant [22].



Table 1 shows the medians and interquartile concentration ranges (in ppbv) for selected VOCs for the daytime and night-time periods of the cold and warm periods. The concentration of the anthropogenic VOC benzene showed little variability between daytime and night-time and between the cold and warm periods. In contrast, for the BVOCs and their oxidation products substantial differences are observed. The daytime and night-time isoprene medians for the warm period are 7.8 and 8.1 times larger, respectively, than the corresponding medians for the cold period. For the monoterpenes, the (warm median)/(cold median) ratios for the daytime and night-time are 3.4 and 22, respectively. The higher levels for the BVOCs during the warm period are to be expected, given that the emission of VOCs by plants increases with light and temperature [23]. When looking at the data with high time resolution (10 min) (see Figure 1), it appears that the individual concentrations of isoprene and its first-order gas-phase oxidation products (MACR + MVK) followed the temperature quite closely and the concentrations of the three compounds are highly correlated with each other. Considering that the emission of isoprene increases exponentially with temperature and that this compound has an atmospheric lifetime on the order of 1–2 h [24], this behaviour is not surprising. For the monoterpenes, the temporal profile was substantially different from that for isoprene and MACR + MVK. They typically showed the highest levels in the late evening (around 21:00–22:00) and lowest levels, which were nearly two orders of magnitude lower, at noon. The atmospheric lifetime of monoterpenes is on the order of minutes to hours due to their fast reaction with hydroxyl radicals (OH), nitrate radicals (NO3), and ozone (O3) [23,25,26], so the large temporal variation is not unexpected. The night/day difference for the monoterpenes was particularly pronounced during the warm period. From the median data in Table 1, night/day ratios of 1.06 and 7.0 are calculated for the monoterpenes in the cold and warm periods, respectively.



During the warm period, the median night-time concentration was twice as large for the monoterpenes as for isoprene, whereas the median daytime concentration is six times lower (Table 1). The overall median (daytime and night-time combined) for the warm period, with the interquartile range between parentheses, was 0.45 (024–0.82) ppb for isoprene and 0.175 (0.089–0.63) for monoterpenes, whereas the average concentrations were 0.58 and 0.56 ppb, respectively. There was thus a clear tendency for lower concentrations for the monoterpenes than for isoprene during the warm period (incidentally, this was also the case during the cold period). It is hard to estimate the relative production of SOA from those two species types, as the SOA formation depends on many complicated factors, including temperature, relative humidity, NOx and hydrocarbon mixing ratios, and UV intensity [27]. In their 2015 paper, Jokinen et al. [28] adopted, when assuming no SOA formation from NOx oxidation, total SOA yields of 15% and 5% for monoterpenes and isoprene, respectively. By combining these yields with the relative median concentrations of the monoterpenes and isoprene in the warm period, it is estimated that the SOA masses from both species types would be rather similar.



Table 2 and Table 3 present median concentrations (and interquartile ranges) for the particulate compounds in the daytime and night-time PM2.5 samples of the cold and warm periods. The 15 organic acids, measured by LC/MS, are all believed to predominantly originate from the oxidation of α-pinene and other monoterpenes [29], whereas the five isomeric α-pinene-related pinanediol mono-nitrate OSs can be formed by photooxidation in the presence of NOx as well as by NO3 radical-initiated oxidation, which is a specific night-time oxidation process [30]. For EC, which is a primary aerosol component that originates from the incomplete combustion of fossil fuels and biomass [31], there is little difference between daytime and night-time and between the cold and warm periods. The same is true for MSA−, which is a photooxidation product of dimethylsulfide, which is emitted by marine phytoplankton [32] and thus originates from long-range transport to the K-puszta site. The concentrations of virtually all other compounds are larger in the warm period than in the cold one; for OC, there is a difference of a factor of 2; the only exception is formed by the OSs. For OC, EC, WSOC, the dicarboxylic acids, MBTCA, and cis-pinic acid, the data from the 2006 campaign can be compared with those from the 2003 campaign [3,4]. The warm period medians and interquartile ranges for OC, EC, WSOC, and oxalate for the warm period of the 2006 campaign are quite similar to those of the 2003 campaign, which was very hot and dry. For succinate, concentrations about three times lower were found in 2003 (see Table 2 of [4]) and malonate was not determined in the 2003 campaign. For MBTCA, the levels of the 2003 campaign compare better with those of the cold period of the 2006 campaign than with those of the warm period, whereas the 2003 levels of cis-pinic acid are only slightly lower than those of the warm period of the 2006 campaign. For most of the compounds of Table 2 and Table 3, only a moderate difference was noted between the daytime and night-time levels, but, as will be indicated below, there were some notable exceptions.



The time series for several compounds are shown in Figure 2, Figure 3 and Figure 4. Figure 4 also shows the time series for the monoterpenes, as obtained by PTR-MS, whereby the high time resolution data were averaged over the sampling times of the high-volume samples. For a number of LC/MS compounds strong day/night differences were noted, especially during the warm period, with concentrations that were up to a factor of 10 higher during the night-time than during the daytime. This was the case for cis-pinic, terpenylic, homoterpenylic, and especially cis-caric acid (see Figure 4); this is partly explained by transfer from the vapor to the particulate phase for these compounds during the cool night. Incidentally, the concentration of monoterpenes also shows a similar diurnal pattern, with about 10 times higher levels during the night during the warm period. For some of the SOA compounds in Figure 4 (e.g., cis-pinic acid, which is a first-generation oxidation product of α-pinene [33]), fast oxidation from the monoterpenes may also have contributed to the observed day/night difference. Incidentally, cis-pinic acid showed a similar day/night difference, with enhanced night-time levels during the 2003 campaign at K-puszta [3]. A day/night difference with enhanced night-time levels during both the cold and warm periods of the 2006 campaign was also seen for the OSs (see data in Table 2 and Table 3, time series not shown); enhanced night-time levels for these OSs were also observed at a forested site in Brasschaat, Belgium [21].



As a consequence of the pronounced day/night differences for cis-pinic, terpenylic, homoterpenylic and cis-caric acid, these compounds were highly correlated with each other (all R > 0.8). Many more good (R > 0.7) and high (R > 0.8) correlations were observed. This was, for example, the case among the three IC diacids and between OC and WSOC, the three IC diacids, terebic, terpenylic, ketolimonic, homoterpenylic, MBTCA, diaterpenylic acid, and (2R,3R)-2-hydroxyterpenylic, suggesting that a substantial fraction of the three IC diacids was like the terpene-derived compounds also from biogenic origin. A possible biogenic origin of the diacids is in line with the year-round study of Legrand et al. [34] on diacids in the European atmosphere along a west–east transect, wherein the easternmost site was the K-puszta site. These authors stated that in summer biogenic emissions from vegetation (unsaturated fatty acids, isoprene, oxygenated VOCs, and eventually monoterpenes) likely represent the major precursors of the diacids. Our observed correlations are also in line with the results of Mochizuki et al. [35] for their 2012 summer study in a larch forest in Japan. These authors observed similar variations for oxalic acid and biogenic secondary organic aerosols derived from isoprene and α-pinene and concluded that the forest ecosystem is an important source of oxalic acid and other dicarboxylic acids in the atmosphere. In their review paper Chebbi and Carlier [36] indicated that carboxylic acids, including diacids, have several sources including biogenic and anthropogenic ones. To assess what fraction of the diacids originates from biogenic sources at forested sites, further research is warranted. Isoprene and its first-order gas-phase oxidation products (MACR + MVK) were well (R > 0.7) or highly (R > 0.8) correlated with the temperature, OC, WSOC, the three IC diacids, and diaterpenylic acid, whereas isoprene was also highly correlated with terebic, terpenylic, and (2R,3R)-2-hydroxyterpenylic acid. The monoterpenes were well (R > 0.7) or highly (R > 0.8) correlated with oxalate, cis-pinic, terebic, terpenylic, cis-caric, homoterpenylic, 4-hydroxyterpenylic, and (2R,3R)-2-hydroxyterpenylic acid. The latter correlations are consistent with a monoterpene origin of at least several of the LC/MS compounds, as was indicated for some of them in [5,6]; the good correlation of the monoterpenes with oxalate suggests that part of this latter compound also originated from the oxidation of monoterpenes.




3.2. Contribution of the Measured Organic Compounds and α-Pinene Secondary Organic Carbon to the OC


The four IC organic compounds measured (i.e., MSA−, oxalate, malonate, and succinate) together accounted, on average, for 2.5% of the OC during both daytime and night-time of the cold period of the 2006 campaign; during the warm period their contribution was somewhat larger (i.e., 3.1%). For the 20 LC/MS compounds, the contribution to the OC was 1.5% during both daytime and night-time of the cold period and 2.0% during the warm period. Of the LC/MS compounds, MBTCA and cis-pinonic, cis-pinic, and terpenylic acid were the major contributors to the OC. During the 2003 campaign, the three IC compounds measured (i.e., oxalate, succinate, and glutarate) together accounted, on average, for 1.8% of the OC [37], which is thus lower than the contributions in the 2006 campaign. However, for oxalate, the percentage contribution in the 2003 campaign (i.e., 1.3%) was very similar to the percentages of 1.0% and 1.3% in the cold and warm periods, respectively, of the 2006 campaign. The polar organic compounds measured by GC/MS in [2] and the α-/β-pinene and d-limonene GC/MS SOA compounds of [3] accounted for 1.2% and 0.55%, respectively, of the OC during the 2003 campaign. Their collective contribution of 1.75% is very similar to the 2.0% contribution from the LC/MS compounds in the warm period of the 2006 campaign. If we assume that the contributions of the GC/MS compounds, which were found for the 2003 campaign [2,3], would be a good approximation of the same compounds during the warm period of the 2006 campaign, then the IC compounds, LC/MS compounds, and GC/MS compounds, which were not measured by LC/MS, represented together only 6.5% during that warm period. It is evident that a very large fraction of the molecular composition of the OC at K-puszta remains unexplained by the IC, LC/MS, and GC/MS analyses that we used. Similar low explained fractions were found in several other studies at forested sites. For example, the same IC and LC/MS methods as in the current study were used for high-volume PM2.5 samples from a 2007 summer campaign in the forested site in Brasschaat [21]. The organic tracers explained, on average, 5.3% of the OC, of which 4.1% was due to the IC compounds and 1.2% to the LC/MS compounds. Oliveira et al. [8] measured 200 compounds by GC/MS in their weekly PM2 samples from the K-puszta site for a one-year period (July 2002 to September 2003) and only 4% of the OC was explained. In the study of Kourtchev et al. [9] at a forested site in Jülich, only around 2.5% of the OC was explained by the GC/MS compounds measured for PM2.5 samples from a warm and dry period in summer 2003. Similar percentages, i.e., of around 1.5% of the OC, were explained by the GC/MS analysis of summer 2004 and 2005 PM1 samples collected at a forested site in Hyytiälä, Finland [10,11]. Also, for summer samples taken in a coniferous forest in eastern Germany and analysed by GC/MS [12], it was found that the detected terpene and isoprene oxidation products accounted for only a small part of the measured organic carbon; oxalic acid accounted for the major fraction of the speciated organic carbon, but even this compound made up only around 1% of the OC. In contrast, much higher percentages were found with GC/MS by Cahill et al. [38] in their 2003 summer study in the Blodgett Forest, California; about 23% of the organic matter was identified and at least 8.6% was oxidised BVOCs.



The SOC contribution from α-pinene to the OC was estimated using some of our measured tracer concentrations and laboratory (i.e., smog chamber)-derived tracer mass fractions (fSOC) reported by Kleindienst et al. [39]. Nine α-pinene SOA tracers were included by these authors in the determination of the fSOC, which represents the ratio of the sum of the tracers to the OC for the SOA from the chamber experiments; the fSOC value and associated uncertainty reported were 0.231 ± 0.111 for α-pinene. Our set of tracers for α-pinene SOA was, however, limited to four of the nine tracers of [39], i.e., to cis-pinonic acid, cis-pinic acid, MBTCA (the latter compound was in those days incorrectly termed 2-hydroxy-4-isopropyladipic acid, see [40]), and terpenylic acid (it was assumed that the MW 172 compound of [39] was actually terpenylic acid; see the arguments for this in [5]). As a consequence, our estimate of SOC from the α-pinene monoterpene (SOCM) has to be considered as a lower limit for the true contribution from α-pinene. Furthermore, it was assumed that the short-chain diacids do not form part of the α-pinene SOA in the laboratory experiments of Kleindienst et al. [39]. It was found that SOCM made up 5.3% of the OC during the cold period and 7.1% during the warm period. For the 2003 campaign at K-puszta, on average, 4.8% of the PM2.5 OC was attributed to α-pinene SOC [3], but it should be noted that only two of the nine tracers of [39], i.e., cis-pinic acid and 3-hydroxyglutaric acid, were included here, so that one may not conclude that the contribution was lower than in the 2006 campaign.



For the 2003 campaign the contribution from isoprene SOC to the OC (SOCI) was also estimated [3]. Use was thereby made of the laboratory-derived fSOC fraction of 0.155 ± 0.039 reported in [39] and the same three isoprene SOA tracers used in [39] (i.e., the two 2-methyltetrols and 2-methylglyceric acid). SOCI represented, on average, 6.9% of the OC. Assuming that this percentage can be used as a proxy for the contribution from isoprene SOC to the OC of the warm period of the 2006 campaign, SOC from both isoprene and α-pinene together would make up at least 14% of the OC during that warm period. The 2003 SOCI percentage of 6.9% is very similar to the SOCM percentage of 7.1% obtained for the warm period of the 2006 campaign, so it is expected that the BVOCs isoprene and α-pinene provided quite comparable contributions to the OC during that warm period, which is in accordance with the rough conclusion made in Section 3.1 that the SOA masses formed from isoprene and monoterpenes are expected to be rather similar in the warm period. It is hereby noted that α-pinene is by far the major compound of the monoterpenes emitted [41].



For comparison, the approach of Kleindienst et al. [39] was also employed for PM2.5 samples that had been collected in summer 2003 in the forested site in Jülich [9]. SOCM represented, on average, 2.4% of the PM2.5 OC, whereas the SOCI contribution was, on average, 2.5%. In our 2009 paper on K-puszta [3], we indicated that the approach of Kleindienst et al. [39] was also used in a few other studies (i.e., in [42,43]). We refer to [3] for a presentation and brief discussion of the results from those earlier studies. Since 2010, several more applications of the approach of Kleindienst et al. [39] have been published. El Haddad et al. [44] applied it to data from a 2008 summer campaign in Marseille and found that SOCM accounted, on average, for 3.4% of the OC, while SOCI represented 0.58%. They concluded that these estimates are much too low and indicated that the underprediction could be associated with (1) uncertainties underlying the marker-based approach, (2) the presence of other SOC precursors, and (3) further processing of fresh SOC, as indicated by organosulphates (RSO4H) and HUmic LIke Substances (HULIS) measurements. The team of Kleindienst applied its approach to PM2.5 samples taken in spring–summer during the years 2003–2010 at 15 field sites across the USA [45]. From the concentration data presented in Tables 6 and 7 of [45], a mean (and interquartile range) of 12% (5–15%) can be calculated for the SOCM contribution to the OC; the corresponding data for SOCI are 33% (20–55%). As was already the case for the earlier publications from the Kleindienst team [39,42], these percentages are substantially larger than those obtained by us for the K-puszta site, though the difference for SOCM remained limited to a factor of 2. Also, for some recent studies in China, use was made of the Kleindienst et al. [39] approach. For their one-year study at 12 sites across six regions of China, Ding et al. [46] found average annual concentrations of 0.17 to 0.83 μgC/m3 for SOCM and 0.03 to 0.63 μgC/m3 for SOCI. Considering that the annual average OC at the 12 sites ranged from 22 to 54 μgC/m3, this means that the percentages of SOCM and SOCI in OC were only around 1% each. Ding et al. [46] also noted that biogenic SOC was elevated from April to September and was lowest in January and February, and that its composition changed dramatically from a monoterpene majority in fall–spring to an isoprene majority in summer. The authors further stated that the relative standard deviations were 53% for SOCM and 47% for SOCI and that because of various other uncertainties involved in the approach, their results should have underestimated the total amount of biogenic SOC in the air in China. For a 2015 summer study on PM2.5 at an agricultural site in the North China Plain, Li et al. [47] found that SOCM and SOCI contributed to the OC with 1.4% and 5.8%, respectively. Also, these percentages, especially for SOCM, are on the low side.



Considering that various uncertainties are associated with the approach of Kleindienst et al. [39], as also indicated by these authors and in other publications since then [3,43,44,46], we estimate that the uncertainty that is associated with the SOCM and SOCI contributions to the OC is at least a factor of 2.





4. Conclusions


The BVOCs, OC, the dicarboxylic acids, and the LC/MS compounds (with the exception of the OSs) all showed higher levels during the warm period than during the cold period of the campaign. The concentrations of isoprene and its first-order gas-phase oxidation products (MACR + MVK) followed the air temperature quite closely. For the monoterpenes, a substantially different temporal profile was noted; they showed the highest levels typically in the late evening (around 21:00–22:00) and the lowest levels, which were nearly two orders of magnitude lower, at noon. Furthermore, good and high correlations between several compounds and the monoterpenes were observed and similar diurnal patterns for the monoterpenes and a number of LC/MS compounds during the warm period, with significantly elevated levels during the night-time, were noted. This all points to a clear link between the monoterpenes and those compounds and indicates that a number of them are formed by fast oxidation from α-pinene. There was also some correlation between the major dicarboxylate (i.e., oxalate) and the monoterpenes, suggesting that part of the oxalate at the K-puszta site is derived from the oxidation of monoterpenes. However, further research is needed to assess what fraction of the oxalate and the other diacids originates from the BVOCs at forested sites.



As indicated above, a very large fraction of the OC (actually more than 90%) of the PM2.5 OC remains unexplained by the IC, GC/MS, and LC/MS analyses that we used. This calls for improved analysis methods for the molecular characterisation of the organic aerosol. As indicated in recent review papers [29,48], important challenges remain in the analysis of aerosols for organic compounds. In recent years, extremely low volatile compounds (ELVOCs) [49], which are currently referred to as highly oxygenated molecules (HOMs) [50], have been observed in biogenic organic aerosols from both the field and chamber experiments, and one may wonder to what extent they contribute to the PM2.5 OC. HOMs were, in any case, not included in our chemical analyses.



Using the approach of Kleindienst et al. [39], the SOCM contribution to the PM2.5 OC was estimated to be at least 7.1% during the warm period, and for the warm 2003 campaign at K-puszta, the contribution from SOCI to the OC was, on average, 6.9%. Although the uncertainty that is associated with our SOCM and SOCI estimates is at least a factor of 2 and our SOCM estimates have to be considered as lower limits, as not all nine α-pinene SOA tracers of [39] were measured by us, our percentages for K-puszta are lower than one would expect for this forested site in summer. Kleindienst et al. [39] did their quantification of the tracers in a different manner than was done by us. It might be that there is some effect of this different quantification. One may also wonder to what extent the fSOC values of Kleindienst et al. [39] are applicable to ambient organic aerosol in various types of environments and with different levels of NOx, oxidants, relative humidity, and other ambient parameters. More laboratory studies of the fSOC values under various conditions (and also for additional BVOCs) are therefore recommended. It should also be indicated that Kleindienst et al. [39] only performed GC/MS analyses for measuring the tracers. By performing analyses by LC/MS of both laboratory-generated SOA and field samples, we discovered various new tracers for isoprene and terpene SOA [13]. It is therefore advisable that LC/MS and possibly other analyses, besides GC/MS, are also performed in future studies on fSOC.







Acknowledgments


This research was funded by the Belgian Federal Science Policy Office through the project “Formation mechanisms, marker compounds, and source apportionment for BIOgenic atmospheric aeroSOLs (BIOSOL)” (contract numbers SD/AT/02A and SD/AT/02B), the “Fonds voor Wetenschappelijk Onderzoek—Vlaanderen”, and the Special Research Fund of Ghent University. We acknowledge the technical assistance of Sheila Dunphy from Ghent University. We are indebted to A. Gelencsér and his team from the University of Pannonia (Veszprém) and to I. Salma from Eötvös University (Budapest) for assistance in the field campaign and for providing meteorological and atmospheric trace gas data. Thanks are also due to the teams of the BIOSOL partners Ivan A. Janssens (University of Antwerp) and Markku Kulmala (University of Helsinki).




Author Contributions


W.M. and M.C. conceived and designed the experiments; J.C. performed the high-volume filter collections; I.A.J. and K.S. were responsible for the PTR-MS measurements; X.C. performed the analyses for OC, EC and WSOC; W.W. did the IC analyses; F.Y. and R.V. performed the analyses by LC/MS; W.M. and M.C. analysed the data; W.M. wrote the paper.




Conflicts of Interest


The authors declare no conflict of interest.




References


	



Gelencsér, A.; May, B.; Simpson, D.; Sanchez-Ochoa, A.; Kasper-Giebl, A.; Puxbaum, H.; Caseiro, A.; Pio, C.; Legrand, M. Source apportionment of PM2.5 organic aerosol over Europe: Primary/secondary, natural/anthropogenic, and fossil/biogenic origin. J. Geophys. Res. Atmos. 2007, 112, D23S04. [Google Scholar] [CrossRef]

	



Ion, A.C.; Vermeylen, R.; Kourtchev, I.; Cafmeyer, J.; Chi, X.; Gelencsér, A.; Maenhaut, W.; Claeys, M. Polar organic compounds in rural PM2.5 aerosols from K-puszta, Hungary, during a 2003 summer field campaign: Sources and diel variations. Atmos. Chem. Phys. 2005, 5, 1805–1814. [Google Scholar] [CrossRef]

	



Kourtchev, I.; Copolovici, L.; Claeys, M.; Maenhaut, W. Characterization of atmospheric aerosols at a forested site in Central Europe. Environ. Sci. Technol. 2009, 43, 4665–4671. [Google Scholar] [CrossRef] [PubMed]

	



Maenhaut, W.; Wang, W.; Chi, X. Semivolatile behaviour and filter sampling artifacts for dicarboxylic acids during summer campaigns at three forested sites in Europe. Boreal Environ. Res. 2011, 16, 273–287. [Google Scholar]

	



Claeys, M.; Iinuma, Y.; Szmigielski, R.; Surratt, J.D.; Blockhuys, F.; Van Alsenoy, C.; Böge, O.; Sierau, B.; Gómez-González, Y.; Vermeylen, R.; et al. Terpenylic acid and related compounds from the oxidation of alpha-pinene: Implications for new particle formation and growth above forests. Environ. Sci. Technol. 2009, 43, 6976–6982. [Google Scholar] [CrossRef] [PubMed]

	



Kahnt, A.; Iinuma, Y.; Blockhuys, F.; Mutzel, A.; Vermeylen, R.; Kleindienst, T.E.; Jaoui, M.; Offenberg, J.H.; Lewandowski, M.; Böge, O.; et al. 2-Hydroxyterpenylic acid: An oxygenated marker compound for alpha-pinene secondary organic aerosol in ambient fine aerosol. Environ. Sci. Technol. 2014, 48, 4901–4908. [Google Scholar] [CrossRef] [PubMed]

	



Kubátová, A.; Vermeylen, R.; Claeys, M.; Cafmeyer, J.; Maenhaut, W. Organic compounds in urban aerosols from Gent, Belgium: Characterization, sources, and seasonal differences. J. Geophys. Res. 2002, 107, 8343. [Google Scholar] [CrossRef]

	



Oliveira, T.S.; Pio, C.A.; Alves, C.A.; Silvestre, A.J.D.; Evtyugina, M.; Afonso, J.V.; Fialho, P.; Legrand, M.; Puxbaum, H.; Gelencsér, A. Seasonal variation of particulate lipophilic organic compounds at nonurban sites in Europe. J. Geophys. Res. 2007, 112, D23S09. [Google Scholar] [CrossRef]

	



Kourtchev, I.; Warnke, J.; Maenhaut, W.; Hoffmann, T.; Claeys, M. Polar organic marker compounds in PM2.5 aerosol from a mixed forest site in western Germany. Chemosphere 2008, 73, 1308–1314. [Google Scholar] [CrossRef] [PubMed]

	



Kourtchev, I.; Ruuskanen, T.; Maenhaut, W.; Kulmala, M.; Claeys, M. Observation of 2-methyltetrols and related photo-oxidation products of isoprene in boreal forest aerosols from Hyytiälä, Finland. Atmos. Chem. Phys. 2005, 5, 2761–2770. [Google Scholar] [CrossRef]

	



Kourtchev, I.; Ruuskanen, T.M.; Keronen, P.; Sogacheva, L.; Dal Maso, M.; Reissell, A.; Chi, X.; Vermeylen, R.; Kulmala, M.; Maenhaut, W.; et al. Determination of isoprene and alpha-/beta-pinene oxidation products in boreal forest aerosols from Hyytiälä, Finland: Diel variations and possible link with particle formation events. Plant Biol. 2008, 10, 138–149. [Google Scholar] [CrossRef] [PubMed]

	



Plewka, A.; Gnauk, T.; Brüggemann, E.; Herrmann, H. Biogenic contributions to the chemical composition of airborne particles in a coniferous forest in Germany. Atmos. Environ. 2006, 40, 103–115. [Google Scholar] [CrossRef]

	



Maenhaut, W.; Claeys, M.; Janssens, I.; Kulmala, M. Formation Mechanisms, Marker Compounds and Source Apportionment for BIOgenic Atmospheric aeroSOLs (BIOSOL); Research Programme Science for a Sustainable Development (SSD); Research Project SD/AT/02; Final Report; (D2011/1191/15); Belgian Science Policy: Brussels, Belgium, 2011; p. 121. Available online: http://www.belspo.be/belspo/SSD/science/Reports/BIOSOL_FinalRepor_ML.pdf (accessed on 7 November 2017).

	



Ocskay, R.; Salma, I.; Wang, W.; Maenhaut, W. Characterization and diurnal variation of size-resolved inorganic water-soluble ions at a rural background site. J. Environ. Monit. 2006, 8, 300–306. [Google Scholar] [CrossRef] [PubMed]

	



Pio, C.; Legrand, M.; Oliveira, T.; Afonso, J.; Santos, C.; Caseiro, A.; Fialho, P.; Barata, F.; Puxbaum, H.; Sanchez-Ochoa, A.; et al. Climatology of aerosol composition (organic versus inorganic) at non-urban areas on a west-east transect across Europe. J. Geophys. Res. 2007, 112, D23S02. [Google Scholar] [CrossRef]

	



Solomon, P.A.; Moyers, J.L.; Fletcher, R.A. High-volume dichotomous sampler virtual impactor for the fractionation and collection of particles according to aerodynamic size. Aerosol Sci. Technol. 1983, 2, 455–464. [Google Scholar] [CrossRef]

	



Lindinger, W.; Hansel, A.; Jordan, A. On-line monitoring of volatile organic compounds at pptv levels by means of proton-transfer-reaction mass spectrometry (PTR-MS)—Medical applications, food control and environmental research. Int. J. Mass Spectrom. Ion Process. 1998, 173, 191–241. [Google Scholar] [CrossRef]

	



Yli-Juuti, T.; Riipinen, I.; Aalto, P.P.; Nieminen, T.; Maenhaut, W.; Janssens, I.A.; Claeys, M.; Salma, I.; Ocskay, R.; Hoffer, A.; et al. Characteristics of aerosol particle formation events at K-puszta, Hungary. Boreal Environ. Res. 2009, 14, 683–698. [Google Scholar]

	



Birch, M.E.; Cary, R.A. Elemental carbon-based method for monitoring occupational exposures to particulate diesel exhaust. Aerosol Sci. Technol. 1996, 25, 221–241. [Google Scholar] [CrossRef]

	



Viana, M.; Chi, X.; Maenhaut, W.; Querol, X.; Alastuey, A.; Mikuška, P.; Večeřa, Z. Organic and elemental carbon concentrations in carbonaceous aerosols during summer and winter sampling campaigns in Barcelona, Spain. Atmos. Environ. 2006, 40, 2180–2193. [Google Scholar] [CrossRef]

	



Gómez-González, Y.; Wang, W.; Vermeylen, R.; Chi, X.; Neirynck, J.; Janssens, I.A.; Maenhaut, W.; Claeys, M. Chemical characterisation of atmospheric aerosols during a 2007 summer field campaign at Brasschaat, Belgium: Sources and source processes of biogenic secondary organic aerosol. Atmos. Chem. Phys. 2012, 12, 125–138. [Google Scholar] [CrossRef][Green Version]

	



Maenhaut, W.; Raes, N.; Chi, X.; Cafmeyer, J.; Wang, W. Chemical composition and mass closure for PM2.5 and PM10 aerosols at K-puszta, Hungary, in summer 2006. X-ray Spectrom. 2008, 37, 193–197. [Google Scholar] [CrossRef]

	



Kesselmeier, J.; Staudt, M. Biogenic volatile organic compounds (VOC): An overview on emission, physiology and ecology. J. Atmos. Chem. 1999, 33, 23–88. [Google Scholar] [CrossRef]

	



Atkinson, R. Gas-phase tropospheric chemistry of volatile organic compounds. I. Alkanes and alkenes. J. Phys. Chem. Ref. Data 1997, 26, 215–290. [Google Scholar] [CrossRef]

	



Atkinson, R.; Arey, J. Atmospheric chemistry of biogenic organic compounds. Acc. Chem. Res. 1998, 31, 574–583. [Google Scholar] [CrossRef]

	



Calogirou, A.; Larsen, B.R.; Kotzias, D. Gas-phase terpene oxidation products: A review. Atmos. Environ. 1999, 33, 1423–1439. [Google Scholar] [CrossRef]

	



Hallquist, M.; Wenger, J.C.; Baltensperger, U.; Rudich, Y.; Simpson, D.; Claeys, M.; Dommen, J.; Donahue, N.M.; George, C.; Goldstein, A.H.; et al. The formation, properties and impact of secondary organic aerosol: Current and emerging issues. Atmos. Chem. Phys. 2009, 9, 5155–5236. [Google Scholar] [CrossRef][Green Version]

	



Jokinen, T.; Berndt, T.; Makkonen, R.; Kerminen, V.-M.; Junninen, H.; Paasonen, P.; Stratmann, F.; Herrmann, H.; Guenther, A.B.; Worsnop, D.R.; et al. Production of extremely low volatile organic compounds from biogenic emissions: Measured yields and atmospheric implications. Proc. Natl. Acad. Sci. USA 2015, 112, 7123–7128. [Google Scholar] [CrossRef] [PubMed]

	



Nozière, B.; Kalberer, M.; Claeys, M.; Allan, J.; D’Anna, B.; Decesari, S.; Finessi, E.; Glasius, M.; Grgić, I.; Hamilton, J.; et al. The molecular identification of organic compounds in the atmosphere: State of the art and challenges. Chem. Rev. 2015, 115, 3919–3983. [Google Scholar] [CrossRef] [PubMed][Green Version]

	



Surratt, J.D.; Gómez-González, Y.; Chan, A.W.H.; Vermeylen, R.; Shahgholi, M.; Kleindienst, T.E.; Edney, E.O.; Offenberg, J.H.; Lewandowski, M.; Jaoui, M.; et al. Organosulfate formation in biogenic secondary organic aerosol. J. Phys. Chem. A 2008, 112, 8345–8378. [Google Scholar] [CrossRef] [PubMed]

	



Bond, T.C.; Doherty, S.J.; Fahey, D.W.; Forster, P.M.; Berntsen, T.; DeAngelo, B.J.; Flanner, M.G.; Ghan, S.; Karcher, B.; Koch, D.; et al. Bounding the role of black carbon in the climate system: A scientific assessment. J. Geophys. Res. 2013, 118, 5380–5552. [Google Scholar] [CrossRef][Green Version]

	



Ayers, G.P.; Ivey, J.P.; Gillett, R.W. Coherence between seasonal cycles of dimethyl sulfide, methanesulfonate and sulfate in marine air. Nature 1991, 349, 404–406. [Google Scholar] [CrossRef]

	



Camredon, M.; Hamilton, J.F.; Alam, M.S.; Wyche, K.P.; Carr, T.; White, I.R.; Monks, P.S.; Rickard, A.R.; Bloss, W.J. Distribution of gaseous and particulate organic composition during dark alpha-pinene ozonolysis. Atmos. Chem. Phys. 2010, 10, 2893–2917. [Google Scholar] [CrossRef][Green Version]

	



Legrand, M.; Preunkert, S.; Oliveira, T.; Hammer, S.; Gelencsér, A.; Kasper-Giebl, A.; Laj, P. Origin of C2–C5 dicarboxylic acids in the European atmosphere inferred from year-round aerosol study conducted at a west-east transect. J. Geophys. Res. 2007, 112, D23S07. [Google Scholar] [CrossRef]

	



Mochizuki, T.; Kawamura, K.; Miyazaki, Y.; Wada, R.; Takahashi, Y.; Saigusa, N.; Tani, A. Secondary formation of oxalic acid and related organic species from biogenic sources in a larch forest at the northern slope of Mt. Fuji. Atmos. Environ. 2017, 166, 255–262. [Google Scholar] [CrossRef]

	



Chebbi, A.; Carlier, P. Carboxylic acids in the troposphere, occurrence, sources, and sinks: A review. Atmos. Environ. 1996, 30, 4233–4249. [Google Scholar] [CrossRef]

	



Wang, W. Inorganic and Organic Speciation of Atmospheric Aerosols by Ion Chromatography and Aerosol Chemical Mass Closure. Ph.D. Thesis, Ghent University, Ghent, Belgium, 2010; p. 363. Available online: http://biblio.ugent.be/record/1048356 (accessed on 7 November 2017).

	



Cahill, T.M.; Seaman, V.Y.; Charles, M.J.; Holzinger, R.; Goldstein, A.H. Secondary organic aerosols formed from oxidation of biogenic volatile organic compounds in the Sierra Nevada Mountains of California. J. Geophys. Res. 2006, 111, D16312. [Google Scholar] [CrossRef]

	



Kleindienst, T.E.; Jaoui, M.; Lewandowski, M.; Offenberg, J.H.; Lewis, C.W.; Bhave, P.V.; Edney, E.O. Estimates of the contributions of biogenic and anthropogenic hydrocarbons to secondary organic aerosol at a southeastern US location. Atmos. Environ. 2007, 41, 8288–8300. [Google Scholar] [CrossRef]

	



Szmigielski, R.; Surratt, J.D.; Gómez-González, Y.; Van der Veken, P.; Kourtchev, I.; Vermeylen, R.; Blockhuys, F.; Jaoui, M.; Kleindienst, T.E.; Lewandowski, M.; et al. 3-Methyl-1,2,3-butanetricarboxylic acid: An atmospheric tracer for terpene secondary organic aerosol. Geophys. Res. Lett. 2007, 34, L24811. [Google Scholar] [CrossRef]

	



Guenther, A.B.; Jiang, X.; Heald, C.L.; Sakulyanontvittaya, T.; Duhl, T.; Emmons, L.K.; Wang, X. The Model of Emissions of Gases and Aerosols from Nature version 2.1 (MEGAN2.1): An extended and updated framework for modeling biogenic emissions. Geosci. Model Dev. 2012, 5, 1471–1492. [Google Scholar] [CrossRef][Green Version]

	



Lewandowski, M.; Jaoui, M.; Offenberg, J.H.; Kleindienst, T.E.; Edney, E.O.; Sheesley, R.J.; Schauer, J.J. Primary and secondary contributions to ambient PM in the Midwestern United States. Environ. Sci. Technol. 2008, 42, 3303–3309. [Google Scholar] [CrossRef] [PubMed]

	



Hu, D.; Bian, Q.; Li, T.W.Y.; Lau, A.K.H.; Yu, J.Z. Contributions of isoprene, monoterpenes, β-caryophyllene, and toluene to secondary organic aerosol in Hong Kong during the summer of 2006. J. Geophys. Res. 2008, 113, D22206. [Google Scholar] [CrossRef]

	



El Haddad, I.; Marchand, N.; Temime-Roussel, B.; Wortham, H.; Piot, C.; Besombes, J.L.; Baduel, C.; Voisin, D.; Armengaud, A.; Jaffrezo, J.L. Insights into the secondary fraction of the organic aerosol in a Mediterranean urban area: Marseille. Atmos. Chem. Phys. 2011, 11, 2059–2079. [Google Scholar] [CrossRef][Green Version]

	



Lewandowski, M.; Piletic, I.R.; Kleindienst, T.E.; Offenberg, J.H.; Beaver, M.R.; Jaoui, M.; Docherty, K.S.; Edney, E.O. Secondary organic aerosol characterisation at field sites across the United States during the spring-summer period. Int. J. Environ. Anal. Chem. 2013, 93, 1084–1103. [Google Scholar] [CrossRef]

	



Ding, X.; Zhang, Y.Q.; He, Q.F.; Yu, Q.Q.; Shen, R.Q.; Zhang, Y.L.; Zhang, Z.; Lyu, S.J.; Hu, Q.H.; Wang, Y.S.; et al. Spatial and seasonal variations of secondary organic aerosol from terpenoids over China. J. Geophys. Res. 2016, 121, 14661–14678. [Google Scholar] [CrossRef]

	



Li, X.R.; Liu, Y.S.; Li, D.; Wang, G.A.; Bai, Y.; Diao, H.L.; Shen, R.R.; Hu, B.; Xin, J.Y.; Liu, Z.R.; et al. Molecular composition of organic aerosol over an agricultural site in North China Plain: Contribution of biogenic sources to PM2.5. Atmos. Environ. 2017, 164, 448–457. [Google Scholar] [CrossRef]

	



Glasius, M.; Goldstein, A.H. Recent discoveries and future challenges in atmospheric organic chemistry. Environ. Sci. Technol. 2016, 50, 2754–2764. [Google Scholar] [CrossRef] [PubMed]

	



Ehn, M.; Thornton, J.A.; Kleist, E.; Sipilä, M.; Junninen, H.; Pullinen, I.; Springer, M.; Rubach, F.; Tillmann, R.; Lee, B.; et al. A large source of low-volatility secondary organic aerosol. Nature 2014, 506, 476–479. [Google Scholar] [CrossRef] [PubMed]

	



Kirkby, J.; Duplissy, J.; Sengupta, K.; Frege, C.; Gordon, H.; Williamson, C.; Heinritzi, M.; Simon, M.; Yan, C.; Trostl, J.; et al. Ion-induced nucleation of pure biogenic particles. Nature 2016, 533, 521–526. [Google Scholar] [CrossRef] [PubMed]








[image: Atmosphere 08 00221 g001 550] 





Figure 1. Time series of the atmospheric concentrations of isoprene (m/z 69), its oxidation products (m/z 71) (i.e., methacrolein (MACR) and methyl vinyl ketone (MVK)), and of the air temperature at K-puszta for the period from 29 May to 25 June 2006. Note that a log scale is used for the VOCs and a linear scale for the temperature. The vertical dashed lines are at 00:00 h. 
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Figure 2. Time series of organic carbon (OC) and three carboxylic acids for the 2006 summer campaign at K-puszta, Hungary. 
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Figure 3. Time series of four monoterpene marker compounds for the 2006 summer campaign at K-puszta, Hungary. 
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Figure 4. Time series of four other monoterpene marker compounds (with concentration scale on the left ordinate axis) and of the monoterpenes (concentration scale in the right ordinate axis) for the 2006 summer campaign at K-puszta, Hungary. The night data from 8 June onward (which includes the entire warm period) are marked with “N” above the cis-pinic data points. 
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Table 1. Medians and interquartile atmospheric concentration ranges (in ppbv) for selected VOCs for the daytime and night-time of the cold and warm periods. MACR = methacrolein, MVK = methyl vinyl ketone, and MBO = 2-methyl-3-buten-2-ol. The data for the cold period pertain to the period 29 May–11 June 2006 (there are no data for the earlier days), those for the warm period to the period 12–25 June 2006. The daytime and night-time hours of the high-volume samplings were adopted.
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Cold Period—Day

	
Cold Period—Night

	
Warm Period—Day

	
Warm Period—Night




	
Species

	
Median (Interq. Range)

	
Median (Interq. Range)

	
Median (Interq. Range)

	
Median (Interq. Range)






	
isoprene (m/z 69)

	
0.074 (0.042–0.125)

	
0.041 (0.025–0.065)

	
0.58 (0.34–0.90)

	
0.33 (0.179–0.69)




	
MACR and MVK (m/z 71)

	
0.072 (0.042–0.123)

	
0.047 (0.025–0.075)

	
0.60 (0.36–0.91)

	
0.29 (0.168–0.50)




	
monoterpenes (m/z 137)

	
0.028 (0.0190–0.041)

	
0.030 (0.0192–0.047)

	
0.095 (0.062–0.140)

	
0.66 (0.29–1.35)




	
nopinone (m/z 139)

	
0.0057 (0.0040–0.0085)

	
0.0054 (0.0038–0.0075)

	
0.036 (0.022–0.052)

	
0.044 (0.033–0.077)




	
pinonaldehyde (m/z 151)

	
0.0039 (0.0025–0.0053)

	
0.0049 (0.0034–0.0072)

	
0.0143 (0.0077–0.022)

	
0.035 (0.022–0.065)




	
MBO (m/z 87)

	
0.062 (0.049–0.078)

	
0.056 (0.044–0.072)

	
0.172 (0.131–0.21)

	
0.150 (0.110–0.20)




	
benzene (m/z 79)

	
0.046 (0.034–0.059)

	
0.055 (0.042–0.072)

	
0.056 (0.043–0.073)

	
0.075 (0.058–0.097)
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Table 2. Median concentrations (and interquartile ranges), in ng/m3, for the daytime and night-time PM2.5 samples of the cold period.
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	Compound (MW)
	Day (N = 14) Median (Interq. Range)
	Night (N = 15) Median (Interq. Range)





	EC
	144 (129–180)
	165 (127–230)



	OC
	2100 (1870–2300)
	1960 (1530–2500)



	WSOC
	960 (860–1150)
	1050 (740–1330)



	MSA−
	37 (15.1–53)
	23 (15.2–36)



	oxalate
	67 (56–82)
	80 (66–97)



	malonate
	36 (33–42)
	33 (26–34)



	succinate
	33 (29–42)
	32 (26–45)



	MBTCA (204)
	7.3 (5.8–13.9)
	5.8 (4.1–12.4)



	cis-pinonic acid (184)
	9.2 (7.4–12.4)
	4.1 (2.5–5.4)



	cis-pinic acid (186)
	2.8 (2.1–3.7)
	1.51 (1.02–7.4)



	terebic acid (158)
	3.6 (2.7–4.3)
	1.96 (1.26–4.0)



	terpenylic acid (172)
	4.9 (3.4–6.2)
	2.7 (2.0–6.5)



	diaterpenylic acid acetate (232)
	0.82 (0.72–1.51)
	0.74 (0.55–1.34)



	cis-caronic acid (184)
	1.11 (0.72–2.3)
	0.27 (0.21–0.52)



	cis-caric acid (186)
	0.73 (0.63–0.89)
	0.72 (0.63–3.1)



	ketolimononic acid (186)
	0.92 (0.71–1.19)
	0.54 (0.41–0.69)



	limonic acid (186)
	1.31 (1.02–1.62)
	1.71 (1.36–2.5)



	homoterpenylic acid (186)
	1.75 (1.23–2.1)
	1.22 (0.82–2.1)



	4-hydroxyterpenylic acid (188)
	1.15 (0.72–2.1)
	1.19 (0.88–2.5)



	(2R,3R)-2-hydroxyterpenylic (188)
	4.0 (2.5–7.7)
	3.2 (3.0–8.7)



	(2S,3R)-2-hydroxyterpenylic (188)
	1.97 (1.53–4.0)
	2.3 (1.48–4.7)



	unknown (188)
	2.0 (1.39–3.3)
	1.23 (1.15–2.9)



	pinanediol mono-nitrate OSs [∑5 isomers] (295)
	3.6 (2.3–4.4)
	13.7 (9.3–25)
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Table 3. Median concentrations (and interquartile ranges), in ng/m3, for the daytime and night-time PM2.5 samples of the warm period.
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	Compound (MW)
	Day (N = 17) Median (Interq. Range)
	Night (N = 17) Median (Interq. Range)





	EC
	162 (131–250)
	179 (122–230)



	OC
	4200 (3300–4800)
	4500 (4000–5500)



	WSOC
	2900 (2100–3200)
	3000 (2400–3100)



	MSA−
	32 (25–35)
	24 (19.4–37)



	oxalate
	200 (163–240)
	230 (156–260)



	malonate
	65 (54–76)
	65 (45–77)



	succinate
	141 (113–169)
	143 (100–164)



	MBTCA (204)
	29 (18.3–44)
	23 (12.0–34)



	cis-pinonic acid (184)
	13.8 (10.8–15.6)
	8.8 (7.5–10.0)



	cis-pinic acid (186)
	4.5 (3.9–7.4)
	14.6 (8.6–33)



	terebic acid (158)
	10.3 (8.3–13.9)
	9.0 (7.9–14.7)



	terpenylic acid (172)
	12.9 (9.0–14.3)
	11.9 (8.4–24)



	diaterpenylic acid acetate (232)
	4.4 (3.9–6.5)
	3.8 (2.9–6.0)



	cis-caronic acid (184)
	1.70 (1.42–2.5)
	1.24 (1.06–1.87)



	cis-caric acid (186)
	1.21 (1.16–1.46)
	9.0 (4.2–15.7)



	ketolimononic acid (186)
	1.88 (1.58–2.1)
	1.26 (1.09–1.84)



	limonic acid (186)
	1.87 (1.70–2.5)
	3.1 (2.1–3.9))



	homoterpenylic acid (186)
	3.1 (3.0–3.7)
	4.8 (3.5–9.4)



	4-hydroxyterpenylic acid (188)
	5.4 (3.8–5.9)
	6.1 (4.6–13.5)



	(2R,3R)-2-hydroxyterpenylic (188)
	31 (26–37)
	33 (24–34)



	(2S,3R)-2-hydroxyterpenylic (188)
	7.1 (4.8–12.1)
	11.5 (7.5–23)



	unknown (188)
	8.0 (6.5–9.2)
	5.5 (4.7–8.0)



	pinanediol mono-nitrate OSs [∑5 isomers] (295)
	1.23 (0.57–1.93)
	2.7 (1.83–3.3)











© 2017 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access article distributed under the terms and conditions of the Creative Commons Attribution (CC BY) license (http://creativecommons.org/licenses/by/4.0/).
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