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Supplemental Material, Table 1. Main method parameters tested by spiking different
amounts of the standards in clean PUFs and QFFs and then extracted and analyzed in
the optimized conditions. The table shows the average results for extraction of PUFs
and QFFs.

Recovery® Repeatability® Reproducibility© LOD?  LOQ®

PAHS  (06,n=5) (%RSD,n=5)  (%RSD.n=5) (ngm?) (ngm?
Nap 90 1 3 0016 0033
AcPy 91 1 1 0033  0.100
AcP 95 2 2 0016  0.033
Flu 92 1 2 0033  0.167
PA 98 2 2 0033  0.067
Ant 97 1 1 0033  0.100
FIluT 91 5 7 0033  0.067
Pyr 100 5 6 0002  0.017
BaA 95 3 4 0002 0017
Chr 97 2 2 0002 0017
BbF 92 3 5 0016  0.033
BiF 90 5 10 0002  0.017
BKF 90 5 10 0002  0.017
BeP 96 4 7 0002 0017
BaP 99 4 8 0033  0.167
Ind 98 6 9 0033  0.167
DahA 97 1 5 0033  0.167
BghiP 98 6 6 0033  0.167

® Recovery calculated as the percentage of the response obtained by the analysis of 5 PUFs
and QFFs spiked with 1mL of standard target PAH solution of 1 ppm, compared with the
responses obtained by direct injection of the same amount of standard under the same
analytical conditions.

® Repeatability expressed as relative standard deviation (%RSD) for the analysis of PUFs and
QFFs spiked with 1mL of standard target PAH solution of 1 ppm (n=5) on the same day.

¢ Reproducibility expressed as relative standard deviation (%RSD) for the analysis of PUFs and
QFFs spiked with 1mL of standard target PAH solution of 1 ppm (n=5) on different days.

¢ Limits of detection (LODs) defined as the concentration equivalent to three times the noise of
the quantifier ion, for 300 m? of sample volume.

¢ Limits of quantification (LOQs) defined as the lower calibration level for each compound, for
300 m?® of sample volume.



Supplemental Material, Table 2. Daily PAH values, expressed in ng m, obtained in

Site 1 between the 2nd and the 16th of June 2008.

2 Jun 08 3 Jun 08 4 Jun 08 10 Jun 08 11 Jun 08 12 Jun 08 16 Jun 08
PAS Gas PM Gas PM Gas PM Gas PM Gas PM Gas PM Gas PM
Nap 344 328|241 nd. |353 nd |149 nd | nd. nd |210 nd | nd nd
AcPy 221 252|153 nd |18 nd |098 nd |09 nd |132 nd | nd nd
AcP 188 153|104 nd |109 nd [068 nd | nd nd |[071 nd | nd nd
Flu 162 09 (115 nd. |135 nd | 058 030|061 nd |068 nd |072 nd
PA 184 111 | 153 068 | 211 071 | 165 044 | 145 042 | 213 041 | 246 0.40
Ant 158 145|118 101|124 106|075 060 | 081 0.60 | 097 0.58 | 0.83 n.d.
FluT 0.81 088|063 039|070 041|051 024|061 024|088 021|094 022
Pyr 048 3.44 | 077 088|075 093|036 026 | nd. 029|058 0.28 | 070 0.26
BaA 111 267 | 091 088 | 099 093 | 062 047 | nd. 046 | 057 0.44 | 043 047
Chr 126 344 | 066 118 | 0.72 124 | 027 033 | nd. 0.30 | 053 0.30 | 0.33 0.33
BbF 084 267 | 091 071|112 075|156 051 | nd. 042 | 041 048 | 0.38 0.47
BjF/BkF 176 239|142 162|179 171|123 1.00 | 105 0.96 | 098 098 | 095 0.95
BeP nd. nd | nd nd | nd nd |nd nd |nd 009 nd 012 | nd.  0.09
BaP 102 136|082 082|111 086 | 052 048 | 059 045|051 045 | nd. 0.46
Ind 115 225|097 094 | 099 099 | nd. 049 | 062 051|052 059 | 045 0.58
DahA 534 1.86 | 1.07 1.10 | 1.16 1.16 | nd. 066 | 0.68 0.64 | 0.65 0.71 | nd. 0.70
BghiP 219 153 | 063 085|078 089 | nd. 043 | 046 043 | 040 056 | nd. 048
Total PAH | 285 333 | 176 11.0 | 21.2 11.7 | 11.2 6.22 | 7.82 572 | 13.9 6.00 | 820 5.32

n.d., values under the limit of detection of each sample




Supplemental Material, Table 3. Daily PAH values, expressed in ng m™, obtained in
Site 1 between the 1st and the 16th of December 2008.

1 Dec 08 2 Dec 08 9 Dec 08 10 Dec 08 11 Dec 08 15 Dec 08 16 Dec 08
PARS Gas PM Gas PM Gas PM Gas PM Gas PM Gas PM Gas PM
Nap 299 003|795 008 | 267 008 | 582 004 122 004 | 744 0.04 | 204 0.08
AcPy 1.43 n.d. 4.80 n.d. 1.55 n.d. 3.35 n.d. 8.63 n.d. 5.53 n.d. 9.03 n.d.
AcP 0.72 n.d. 181 004 | 577 004 | 1.33 003 | 370 0.03 | 1.72 0.04 | 2.52 n.d.
Flu 6.58 0.16 | 11.7 n.d. 6.41 n.d. 518 0.16 | 125 n.d. 14.4 n.d. 13.1 n.d.
PA 316 039 | 651 038|391 027 | 170 039 | 463 022 | 91.1 0.32 | 558 0.46
Ant 318 0.16 | 528 020 | 361 0.17 | 198 019 [ 472 0.16 | 9.00 0.24 | 5.08 0.24
FluT 580 0.22 | 120 041 | 687 024 | 342 035|968 0.20 | 204 056 | 11.7 0.65
Pyr 396 055|911 055|541 047 | 244 060 | 644 041 | 155 0.76 | 8.07 0.86
BaA 078 034 | 109 102 | 117 048 | 064 185 | 138 0.26 | 1.09 0.73 | 1.17 0.58
Chr 065 055 | 125 095 | 103 0.38 | 0.07 0.11 | 153 026 | 1.26 188 | 0.99 1.22
BbF nd. <LOQ| nd. <LOQ| nd. <LOQ| nd. <LOQ| nd. <LOQ| nd. <LOQ| nd. <LOQ
BjF/BkF 0.50 1.1 0.66 136 | 0.12 0.74 n.d. 0.44 n.d. 0.34 n.d. 1.93 n.d. 1.56
BeP 034 029 | 036 024 | 032 0.24 n.d. 0.15 n.d. 0.15 n.d. 0.38 n.d. 0.28
BaP n.d. 0.73 n.d. 0.91 n.d. 0.84 n.d. 0.50 n.d. 0.36 n.d. 1.43 n.d. 1.53
Ind nd. 062 | nd. 072 | nd. 055]| nd 029 | nd. 030 | nd. 0.89 | nd. 0.69
DahA n.d. n.d. nd. 041 | nd. n.d. n.d. n.d. n.d. n.d. n.d. n.d. nd. 034
BghiP nd. 066 | nd. 072 | nd. 065 | nd. 030 | nd. 031 | nd 09 | nd. 0.85
Total PAH 585 5.54 121 774 | 741 491 | 41.3 525 107 2.89 167 9.73 128 9.06

n.d., values under the limit of detection of each sample
<LOQ, values under the limit of quantification of each sample




