Supplementary Table 1: MS/MS fragmentation of the key metabolites. Identification was done based on comparison with standards, or with earlier reported MS/MS results.
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image1.emf
rt m/z EL COMP ID ms/ms REF K-means analysis 

2.98 153.0179

C7H6O4 3,4-dihydroxybenzoic acid 109.0284, 108.0217, 91.0170 standard Cluster 9

4.37 181.0493

C9H10O4 dihydroxy phenyl propionic acid 163.0399, 145.0275, 137.0236, 135.0447, 121.0300, 117.0331, 109.0286 Redeuil et al., 2011 Cluster 6

4.38 137.0450

C7H6O3  p-hydroxybenzoic acid 93.0332, 65.0394 standard Cluster 5

5.16 150.05

C8H9NO2 unknown Cluster 5

5.29 326.0863

C14H17NO8 HBOA-hex 164.0351, 136.0398, 118.0289, 108.0447 Hanhineva et al., 2011a Cluster 1

5.56 342.1005

C14H17NO9 DIBOA-hex 180.0293, 162.0186, 134.0241 Hanhineva et al., 2011a Cluster 1

5.62 179.0336

C9H8O4 caffeic acid 135.0445, 134.0367 standard Cluster 9

5.94 164.0337

C8H7NO3 HBOA 134.0243, 118.0299, 108.0446 Hanhineva et al., 2011a Cluster 7

6.61 180.0645

unknown Cluster 5

7.36 190.05

C10H9NO3 unknown Cluster 5

7.78 163.0385

C9H8O3 coumaric acid 145.0283, 119.0496 standard Cluster 1

8.54 195.0648

C10H12O4 dihydroferulic acid 136.0526, 135.0443, 134.0367, 121.0291, 119.0498 Redeuil et al., 2011 Cluster 7

8.79 165.0542

C9H10O3 hydroxy phenyl propionic acid 121.0654, 119.0499, 106.0416 Stoupi et al., 2010 Cluster 8

9.00 225.0827

C11H14O5 dihydrosinapic acid 166.0620, 151.0388 (in source fragmentation) Cluster 5

9.09 193.0494

C10H10O4 ferulic acid 178.0267, 149.0615, 134.0368 standard Cluster 9

9.37 223.0599

C11H12O5 sinapic acid 208.0376, 193.0135, 165.0193, 164.0468, 163.0393, 149.0236, 135.0445, 121.0287, 93.0331 standard Cluster 9

15.37 234.11

C13H17NO3 unknown Cluster 8

15.47 149.0589

C9H10O2 phenyl propionic acid 147.0438, 116.9273, 105.0692 (in source fragmentation) standard Cluster 2

16.60 532.14

C25H27NO12 unknown Cluster 1

16.74 548.14

C25H27NO12 unknown Cluster 1

16.83 417.1550

C22H27O8 syringaresinol 402.1324, 387.1113, 181.0506, 166.0253, 151.0023 Hanhineva et al., 2011b Cluster 1

16.99 502.13

C24H25NO11 unknown Cluster 1

17.12 518.13

C24H25NO12 unknown Cluster 1

18.69 643.2388

C33H40O13 buddlenol D 595.2186, 565.2092, 417.1545, 387.1435, 225.0763, 195.0658, 180.0430, 165.0167 Hanhineva et al., 2011b Cluster 1

18.69 643.2388

C33H40O13 buddlenol D 613.2338, 595.2177, 565.2148, 417.1537, 387.1348, 225.0744, 210.0509, 195.0662, 180.0423, 165.0205 Hanhineva et al., 2011b Cluster 1

18.93 331.08

C17H16O7 unknown (flavonid) Cluster 1

19.01 613.2285

C32H38O12 buddlenol C 565.2066, 535.1953, 417.1523, 387.1431, 195.0662, 165.0553, 150.0312 Hanhineva et al., 2011b Cluster 1

19.29 357.1334

C20H22O6 matairesinol 342.1104, 313.1429, 221.0827, 147.0448, 122.0363 standard Cluster 5

19.35 583.2178

C31H36O11 buddlenol E 520.1627, 490.1926, 372.1111, 357.1298, 195.0700, 165.0549, 150.0312 Hanhineva et al., 2011b Cluster 1

19.62 329.06

C17H14O7 unknown (flavonid) Cluster 1

19.70 299.05

C16H12O6 unknown (flavonid) Cluster 1

20.02 613.2288

C32H38O12 buddlenol C 565.2097, 417.1540, 387.1431, 195.0655, 165.0558, 150.0324 Hanhineva et al., 2011b Cluster 1

20.24 839.3141 C43H52O17 methoxyhedyotisol A 821.3018, 791.2946, 773.2698, 743.2773, 643.2379, 613.2303, 595.2214, 565.2156, 417.1562, 387.1371, 225.0728, 195.0664  Hanhineva et al., 2011b Cluster 1

20.33 297.1122 C18H18O4 enterolactone 253.1230, 165.0552, 145.0655, 116.9289 (in source fragmentation) standard Cluster 2

20.55 809.3036

C42H50O16 hedyotisol A 791.2930, 773.2882, 761.2828, 743.2709, 713.2626, 685.2520, 667.2351, 619.2241, 613.2240, 595.2203, 565.2078, 417.1527, 195.0641, 165.0548 Hanhineva et al., 2011b Cluster 1

21.06 839.3131 C43H52O17 methoxyhedyotisol A 821.3120, 791.2909, 773.2407, 743.2798, 715.2701, 697.2390, 667.2321, 643.2402, 613.2282, 595.2092, 565.2073, 417.1493, 225.0759, 195.0645  Hanhineva et al., 2011b Cluster 1

21.40 809.3022

C42H50O16 hedyotisol A 791.2926, 773.2898, 761.2845, 743.2703, 713.2631, 685.2549, 667.2327, 619.2236, 613.2257, 595.2210, 565.2085, 417.1531, 195.0636, 165.0548 Hanhineva et al., 2011b Cluster 1


