[bookmark: _GoBack]Salicinoid compounds in Populus tremula leaf samples identified using ultra high-performance liquid chromatography (UHPLC) with UV and electro-spray ionization time-of-flight mass spectrometry (ESI-TOF/MS). Identification based on (a) comparison with analytical standard; b) measured exact mass [M-H + HCOOH]− mass to charge ratio (m/z), based on single measurements in negative mode; c) measured exact mass [M-H]-  mass to charge ratio (m/z), based on single measurements in negative mode; § isomers 1 and 2 (see Keefover-Ring et al., 2014). (1) Salicinoids reported in Abreu et al. (2011); 2) Salicinoids reported in Keefover-Ring et al. (2014). 
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Values (in mg g-1 dry weight) of foliar salicinoids quantified in all control plants of P. tremula identified using ultra high-performance liquid chromatography (UHPLC) with UV and electro-spray ionization time-of-flight mass spectrometry (ESI-TOF/MS). Salicinoids quantitied against analytical standards: 1 Salicortin, 2 Tremulacin, 3 Salicin, 4 Tremuloidin, 5 HCH-salicortin, 6 2'Cinnamoylsalicortin. 
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Salicinoid compound
Molecular formula tR(min) Reference



 [M-H]- [M-H + HCOOH]- [M-H]- mass error (ppm) [M-H + HCOOH]- mass error (ppm)



Salicortin C13H18O7 423.1297 469.1351 423.1293 -0.54 469.1353 0.43 5.10 a, b 1
Tremulacin C15H20O8 527.1559 573.1614 527.1557 -0.38 573.1618 0.70 6.95 a, b 1
Salicin C20H24O10 285.0980 331.1035 285.0968 -4.21 331.1028 -2.11 2.29 a, b 1
Tremuloidin C27H30O13 389.1242 435.1297 389.1236 -1.54 435.1297 -0.09 6.33 a, b 1
2'Cinnamoylsalicortin C20H22O8 553.1715 599.1770 553.1712 -0.54 599.1772 0.33 7.42 a, b 1
2'-Acetylsalicortin C31H32O12 465.1402 511.1457 465.1403 0.21 - - 6.63 c 1
HCH_salicortin C29H32O14 561.1614 607.1668 561.1610 -0.71 607.1670 0.33 6.08 b 2
HCH-tremulacin C27H28O11 665.1876 711.1931 665.1826 -7.52 711.1886 -6.33 7.50 b 2
Salicyloylsalicin C22H26O11 405.1191 451.1246 405.1170 -5.25 451.1230 -3.55 6.83, 6.96 b; c 1
Acetyltremulacin C29H30O11 569.1665 615.1719 569.1659 -1.05 615.1719 0.00 7.53 b 1
Cinnamoylsalicin C34H34O14 415.1398 461.1453 415.1393 -1.27 461.1453 0.00 6.77, 7.08§ b 2
Acetylcinnamoylsalicortin C29H30O12 595.1821 641.1876 595.1816 -0.89 641.1876 0.00 6.92 b 2
HCH-cinnamoylsalicortin C36H36O14 691.2032 737.2087 691.2027 -0.76 737.2087 0.00 7.76 b 2
2-Acetylsalicin C22H24O8 327.1085 373.1140 327.1053 -9.87 373.1113 -7.24 3.92 b 1
Lasiandrin C20H22O9 603.1719 649.1774 603.1756 6.17 649.1817 6.55 6.63 b 2



Basis of 
identification



Measured accurate massMonoisotopic calculated exact mass










Salicinoid compound

Molecular formula tR(min) Reference
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7 3 10.24 112.01 60.78 4.26 0.98 30.30 13.58 3.25 8.63 0.09 3.36 0.63 0.23 1.54 0.00 1.44 0.01
7 4 10.45 103.49 52.07 2.89 0.73 29.26 13.33 1.73 11.04 0.04 1.85 0.44 0.19 1.61 0.00 0.72 0.01
7 6 11 129.72 70.12 4.55 0.76 18.53 13.21 2.71 8.26 0.05 2.21 0.39 0.18 1.83 0.00 1.21 0.00
7 5 10.44 146.74 74.49 5.62 0.90 25.07 13.80 2.62 9.42 0.04 1.71 0.33 0.20 1.80 0.00 1.41 0.01
7 7 10.12 120.78 57.72 2.52 0.76 34.14 13.62 1.60 10.79 0.03 2.72 0.40 0.18 1.90 0.00 0.69 0.00



14 2 9.41 199.09 20.06 4.33 0.37 91.64 14.99 7.28 14.74 9.58 4.22 3.90 0.24 2.41 0.15 1.84 0.02
14 6 10.78 201.68 19.29 2.30 0.20 63.67 13.53 5.22 12.79 10.51 3.56 2.87 0.12 2.81 0.07 0.95 0.01
14 5 9.26 166.25 11.46 2.28 0.27 135.45 14.80 3.47 15.83 7.76 2.49 1.84 0.13 1.93 0.14 0.87 0.01
14 3 10.28 157.30 14.96 2.01 0.27 48.43 14.37 4.76 14.05 8.75 2.23 2.10 0.12 2.07 0.05 0.61 0.01
14 1 10.23 155.42 10.51 1.93 0.22 68.55 14.33 4.08 14.16 8.85 2.36 2.13 0.11 1.87 0.08 0.62 0.01
18 4 9.67 126.70 77.15 5.97 0.67 120.64 10.68 1.88 11.22 0.03 0.95 0.40 0.21 2.13 0.00 1.41 0.03
18 2 10 179.43 130.61 6.15 0.94 48.88 13.23 2.92 7.55 0.06 1.74 0.56 0.24 3.16 0.00 1.72 0.03
18 3 9.97 184.29 143.70 6.79 0.99 54.89 13.05 2.91 7.47 0.07 2.00 0.57 0.26 2.71 0.00 1.92 0.02
18 1 9.84 166.42 113.17 6.20 0.73 54.99 13.27 2.88 8.57 0.05 1.19 0.48 0.23 2.76 0.00 1.63 0.02
18 5 10.46 130.82 76.48 6.54 0.62 96.14 10.40 1.86 10.01 0.03 0.99 0.37 0.19 1.79 0.00 1.48 0.02
23 1 10.28 150.72 28.50 7.06 0.72 20.11 14.56 4.19 14.86 7.88 1.34 2.38 0.19 2.51 0.01 0.44 0.01
23 2 10.05 172.31 23.40 5.52 0.55 22.39 15.02 4.67 15.22 8.67 0.95 2.65 0.16 3.03 0.02 0.42 0.01
23 5 10.82 158.83 30.85 5.27 0.33 23.15 13.85 3.30 14.14 7.02 0.81 1.17 0.15 2.54 0.01 0.33 0.00
23 3 9.71 172.55 35.07 3.56 0.77 13.03 15.57 4.56 15.74 10.37 0.87 2.64 0.16 2.89 0.01 0.47 0.01
23 4 9.45 157.88 30.87 5.48 4.13 47.59 15.57 4.17 16.19 7.99 1.45 5.36 0.16 2.86 0.04 0.37 0.01
52 4 10.53 94.58 22.03 1.93 0.46 14.19 14.30 2.85 14.54 7.03 0.67 1.90 0.13 1.52 0.01 0.63 0.02
52 3 10.74 89.96 14.33 2.55 0.31 9.64 14.12 2.50 14.25 7.02 0.56 1.77 0.12 1.21 0.01 0.49 0.01
52 1 9.25 123.73 20.19 2.77 0.42 9.98 16.47 2.61 16.56 6.35 0.75 1.38 0.13 1.32 0.00 0.41 0.01
52 2 10.34 114.94 20.81 2.83 0.32 22.05 14.48 1.62 14.80 6.81 0.39 1.07 0.13 1.45 0.01 0.19 0.02
52 5 9.38 103.16 17.69 2.46 0.28 10.85 16.15 1.66 16.33 5.74 0.69 0.94 0.13 0.98 0.00 0.24 0.01
60 5 9.91 119.29 69.98 3.04 0.75 23.09 14.51 3.64 6.36 0.20 9.03 1.73 0.31 2.37 0.00 1.35 0.28
60 2 9.28 149.97 95.94 2.89 0.94 20.00 15.79 2.90 6.42 0.14 8.36 1.06 0.26 2.18 0.00 1.09 0.19
60 3 9.53 209.74 90.96 3.45 0.87 58.37 14.33 2.26 6.79 0.09 9.22 0.97 0.22 2.58 0.00 1.52 0.77
60 4 10.15 162.06 74.61 3.11 0.67 20.47 14.47 2.29 7.70 0.09 5.78 0.66 0.20 2.35 0.00 1.18 0.29
60 1 9.83 159.94 87.86 2.90 0.78 11.80 15.12 3.10 5.87 0.12 9.30 0.89 0.21 2.67 0.00 0.91 0.13
65 4 9.29 89.57 5.01 8.77 0.26 37.86 15.76 1.76 16.47 6.72 0.65 1.91 0.16 0.63 0.04 0.27 0.51
65 3 9.5 133.47 8.18 10.40 0.23 49.98 15.31 1.43 16.13 6.73 0.43 1.22 0.13 0.80 0.03 0.27 0.77
65 5 9.79 136.50 6.12 9.50 0.19 59.07 14.90 1.41 15.63 9.42 0.44 2.02 0.11 1.01 0.07 0.25 1.17
65 1 9.26 87.50 3.27 8.58 0.16 29.26 16.12 0.74 16.56 4.11 0.16 0.56 0.10 0.26 0.01 0.13 0.34
65 2 9.19 139.07 7.78 10.61 0.24 31.24 16.26 1.51 16.68 6.91 0.33 1.18 0.12 0.76 0.01 0.25 0.34



100 2 9.85 171.46 88.83 3.89 0.82 21.36 15.00 4.47 5.69 0.11 5.18 0.71 0.24 2.07 0.00 1.64 0.01
100 4 9.27 176.25 82.90 3.84 0.69 16.93 16.16 4.04 7.51 0.07 3.79 0.63 0.22 1.78 0.00 1.57 0.01
100 3 9.6 133.71 103.62 3.41 0.94 41.20 14.96 3.87 5.37 0.05 6.74 0.78 0.21 2.49 0.00 1.54 0.01
100 1 9.62 183.89 88.46 5.00 0.73 18.67 15.49 3.90 6.57 0.07 4.04 0.58 0.21 1.85 0.00 1.92 0.01
100 5 9.63 196.95 80.10 5.24 0.85 29.90 15.25 2.83 7.10 0.05 3.87 0.54 0.21 1.73 0.00 2.21 0.01
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7 3 10.24 112.01 60.78 4.26 0.98 30.30 13.58 3.25 8.63 0.09 3.36 0.63 0.23 1.54 0.00 1.44 0.01

7 4 10.45 103.49 52.07 2.89 0.73 29.26 13.33 1.73 11.04 0.04 1.85 0.44 0.19 1.61 0.00 0.72 0.01

7 6 11 129.72 70.12 4.55 0.76 18.53 13.21 2.71 8.26 0.05 2.21 0.39 0.18 1.83 0.00 1.21 0.00

7 5 10.44 146.74 74.49 5.62 0.90 25.07 13.80 2.62 9.42 0.04 1.71 0.33 0.20 1.80 0.00 1.41 0.01

7 7 10.12 120.78 57.72 2.52 0.76 34.14 13.62 1.60 10.79 0.03 2.72 0.40 0.18 1.90 0.00 0.69 0.00

14 2 9.41 199.09 20.06 4.33 0.37 91.64 14.99 7.28 14.74 9.58 4.22 3.90 0.24 2.41 0.15 1.84 0.02

14 6 10.78 201.68 19.29 2.30 0.20 63.67 13.53 5.22 12.79 10.51 3.56 2.87 0.12 2.81 0.07 0.95 0.01

14 5 9.26 166.25 11.46 2.28 0.27 135.45 14.80 3.47 15.83 7.76 2.49 1.84 0.13 1.93 0.14 0.87 0.01

14 3 10.28 157.30 14.96 2.01 0.27 48.43 14.37 4.76 14.05 8.75 2.23 2.10 0.12 2.07 0.05 0.61 0.01

14 1 10.23 155.42 10.51 1.93 0.22 68.55 14.33 4.08 14.16 8.85 2.36 2.13 0.11 1.87 0.08 0.62 0.01

18 4 9.67 126.70 77.15 5.97 0.67 120.64 10.68 1.88 11.22 0.03 0.95 0.40 0.21 2.13 0.00 1.41 0.03

18 2 10 179.43 130.61 6.15 0.94 48.88 13.23 2.92 7.55 0.06 1.74 0.56 0.24 3.16 0.00 1.72 0.03

18 3 9.97 184.29 143.70 6.79 0.99 54.89 13.05 2.91 7.47 0.07 2.00 0.57 0.26 2.71 0.00 1.92 0.02

18 1 9.84 166.42 113.17 6.20 0.73 54.99 13.27 2.88 8.57 0.05 1.19 0.48 0.23 2.76 0.00 1.63 0.02

18 5 10.46 130.82 76.48 6.54 0.62 96.14 10.40 1.86 10.01 0.03 0.99 0.37 0.19 1.79 0.00 1.48 0.02

23 1 10.28 150.72 28.50 7.06 0.72 20.11 14.56 4.19 14.86 7.88 1.34 2.38 0.19 2.51 0.01 0.44 0.01

23 2 10.05 172.31 23.40 5.52 0.55 22.39 15.02 4.67 15.22 8.67 0.95 2.65 0.16 3.03 0.02 0.42 0.01

23 5 10.82 158.83 30.85 5.27 0.33 23.15 13.85 3.30 14.14 7.02 0.81 1.17 0.15 2.54 0.01 0.33 0.00

23 3 9.71 172.55 35.07 3.56 0.77 13.03 15.57 4.56 15.74 10.37 0.87 2.64 0.16 2.89 0.01 0.47 0.01

23 4 9.45 157.88 30.87 5.48 4.13 47.59 15.57 4.17 16.19 7.99 1.45 5.36 0.16 2.86 0.04 0.37 0.01

52 4 10.53 94.58 22.03 1.93 0.46 14.19 14.30 2.85 14.54 7.03 0.67 1.90 0.13 1.52 0.01 0.63 0.02

52 3 10.74 89.96 14.33 2.55 0.31 9.64 14.12 2.50 14.25 7.02 0.56 1.77 0.12 1.21 0.01 0.49 0.01

52 1 9.25 123.73 20.19 2.77 0.42 9.98 16.47 2.61 16.56 6.35 0.75 1.38 0.13 1.32 0.00 0.41 0.01

52 2 10.34 114.94 20.81 2.83 0.32 22.05 14.48 1.62 14.80 6.81 0.39 1.07 0.13 1.45 0.01 0.19 0.02

52 5 9.38 103.16 17.69 2.46 0.28 10.85 16.15 1.66 16.33 5.74 0.69 0.94 0.13 0.98 0.00 0.24 0.01

60 5 9.91 119.29 69.98 3.04 0.75 23.09 14.51 3.64 6.36 0.20 9.03 1.73 0.31 2.37 0.00 1.35 0.28

60 2 9.28 149.97 95.94 2.89 0.94 20.00 15.79 2.90 6.42 0.14 8.36 1.06 0.26 2.18 0.00 1.09 0.19

60 3 9.53 209.74 90.96 3.45 0.87 58.37 14.33 2.26 6.79 0.09 9.22 0.97 0.22 2.58 0.00 1.52 0.77

60 4 10.15 162.06 74.61 3.11 0.67 20.47 14.47 2.29 7.70 0.09 5.78 0.66 0.20 2.35 0.00 1.18 0.29

60 1 9.83 159.94 87.86 2.90 0.78 11.80 15.12 3.10 5.87 0.12 9.30 0.89 0.21 2.67 0.00 0.91 0.13

65 4 9.29 89.57 5.01 8.77 0.26 37.86 15.76 1.76 16.47 6.72 0.65 1.91 0.16 0.63 0.04 0.27 0.51

65 3 9.5 133.47 8.18 10.40 0.23 49.98 15.31 1.43 16.13 6.73 0.43 1.22 0.13 0.80 0.03 0.27 0.77

65 5 9.79 136.50 6.12 9.50 0.19 59.07 14.90 1.41 15.63 9.42 0.44 2.02 0.11 1.01 0.07 0.25 1.17

65 1 9.26 87.50 3.27 8.58 0.16 29.26 16.12 0.74 16.56 4.11 0.16 0.56 0.10 0.26 0.01 0.13 0.34

65 2 9.19 139.07 7.78 10.61 0.24 31.24 16.26 1.51 16.68 6.91 0.33 1.18 0.12 0.76 0.01 0.25 0.34

100 2 9.85 171.46 88.83 3.89 0.82 21.36 15.00 4.47 5.69 0.11 5.18 0.71 0.24 2.07 0.00 1.64 0.01

100 4 9.27 176.25 82.90 3.84 0.69 16.93 16.16 4.04 7.51 0.07 3.79 0.63 0.22 1.78 0.00 1.57 0.01

100 3 9.6 133.71 103.62 3.41 0.94 41.20 14.96 3.87 5.37 0.05 6.74 0.78 0.21 2.49 0.00 1.54 0.01

100 1 9.62 183.89 88.46 5.00 0.73 18.67 15.49 3.90 6.57 0.07 4.04 0.58 0.21 1.85 0.00 1.92 0.01

100 5 9.63 196.95 80.10 5.24 0.85 29.90 15.25 2.83 7.10 0.05 3.87 0.54 0.21 1.73 0.00 2.21 0.01


