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Table S1. OTOF-data for the methyl-5-hydroxyoxindole-3-acetate (MeO-oxIAA) and 5-hydroxyoxindole-3-acetate (OH-oxIAA) glycosides having phenoyl sub-
stituents with their retention times (min), elemental composition, measured [M-H]- ions, calculated [M-H]- ions, error (ppm), characteristic MS/MS fragment ions
obtained by negative ionization. FA (ferulic acid), hex (hexose), HBA (hydroxybenzoic acid), mal (malonate), n/a, not available, pent (pentose), tr (trace peak), and
VA (vanillic acid).

Elemental
RT Calcu-
composition Measured lated Error Characteristic MS/MS fragments
(min) Name [M-H]- [M-H]- [M-HI (ppm) in negative ionization
2.87  OH-oxIAA hex C16H20NO9 368.0972 368.0982 2.7 206, 162, 160
3.97  OH-oxIAA hex-pent C21H26NO13 500.1406 500.1404 0.4 368, 206, 162, 160
4.09  OH-oxIAA hex-pent C21H26NO13 500.1389 500.1404 -3.0 368, 206, 162, 160
432  MeO-oxIAA hex C17H20NO9 382.1128 382.1138 -2.6 220, 206, 188, 160, 147, 132
4.81 MeO-oxIAA hex-pent C22H28NO13 514.1558 514.1561 -0.6 482,382, 350, 323, 282, 220, 206, 188, 162
489  MeO-oxIAA hex-pent C22H28NO13 514.1562 514.1561 0.2 482, 382, 350, 323, 282, 220, 206, 188, 162
6.24  MeO-oxIAAe VA hex-hex-pent C36H44NO21 826.2406 826.2406 0.0 664, 556, 524, 496, 167
6.32  MeO-oxIAAe VA hex-hex-pent C36H44NO21 826.2400 826.2406 -0.7 664, 556, 524, 496, 167
6.41 OH-oxIAA HBA hex-pent C28H30NO15 620.1614 620.1615 -0.2 500, 206, 162
6.50  OH-oxIAA HBA hex-pent C28H30NO15 620.1635 620.1615 3.2 500, 206, 162
6.59  OH-oxIAA VA hex-pent C29H32NO16 650.1724 650.1721 0.5 500, 482, 350, 206, 162, 160
6.70  OH-oxIAA VA hex-pent C29H32NO16 650.1716 650.1721 -0.8 500, 482, 350, 206, 162, 160
6.96  MeO-oxIAAe FA hex-hex-pent C38H46NO21 852.2595 852.2562 3.9 826, 788, 739, 690, 220, 193
7.06  MeO-oxIAAe FA hex-hex-pent C38H46NO21 852.2568 852.2562 0.7 826, 788, 739, 690, 220, 193
7.21 MeO-oxIAA HBA hex-pent C29H32NO15 634.1780 634.1772 1.3 496, 220, 167, 137
734  MeO-oxIAA HBA hex-pent C29H32NO15 634.1782 634.1772 1.6 496, 220, 167, 137
736  MeO-oxIAA VA hex-pent C30H34NO16 664.1895 664.1878 2.6 496, 220, 167
748  MeO-oxIAA VA hex-pent C30H34NO16 664.1895 664.1878 2.6 496, 220, 167

7.65 (tr) MeO-oxIAA VA hex-pent C30H34NO16 664.1884 664.1878 0.9 n/a
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7.71 (tr) MeO-oxIAA VA hex-pent C30H34NO16 664.1881 664.1878 0.5 n/a
7.83 OH-oxIAA FA hex-pent C31H34NO16 676.1885 676.1878 1.0 206, 193, 162
8.56 MeO-oxIAA FA hex-pent C32H36NO16 690.2048 690.2034 2.0 496, 220, 193, 134
8.63 MeO-oxIAA FA hex-pent C32H36NO16 690.2043 690.2034 1.3 496, 220, 193, 134

8.80 (tr) MeO-oxIAA FA hex-pent C32H36NO16 690.2036 690.2034 0.3 496, 220, 193, 134

8.87 (tr) MeO-oxIAA FA hex-pent C32H36NO16 690.2037 690.2034 0.4 496, 220, 193, 134
9.31 MeO-oxIAA FA hex-pent-mal C35H38NO19 776.2050 776.2038 1.5 732,220,193, 134
9.36 MeO-oxIAA FA hex-pent-mal C35H38NO19 776.2036 776.2038 -0.3 732,220,193, 134
9.74 unknown MeO-oxIAA conjugate C32H40NO16 694.2346 694.2347 -0.1 496, 220, 153
9.82 unknown MeO-oxIAA conjugate  C32H40NO16 694.2336 694.2347 -1.6 496, 220, 153
10.32 unknown MeO-oxIAA conjugate C37H46NO16 760.2811 760.2817 -0.8 482,263, 220, 153
10.39 unknown MeO-oxIAA conjugate C37H46NO16 760.2811 760.2817 -0.8 482,263, 220, 153
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Table S2. OTOF-data for the methyl-5-hydroxyoxindole-3-acetate (MeO-oxIAA) and 5-hydroxyoxindole-3-acetate (OH-oxIAA) glycosides having phenoyl sub-
stituents with their retention times (min), elemental composition, measured [M-H]- ions, calculated [M-H]- ions, error (ppm), characteristic MS/MS fragment ions

obtained by positive ionization. FA (ferulic acid), hex (hexose), HBA (hydroxybenzoic acid), mal (malonate), n/a, not available, pent (pentose), tr (trace peak), and
VA (vanillic acid).

Elemental
RT Calcu-
composition Measured lated Error Characteristic MS/MS fragments

(min) Name [M+H]* [M+H]+ [M+H]* (ppm) in positive ionization

2.87 OH-0xIAA hex n/a

3.97 OH-oxIAA hex-pent C21H28NO13 502.1562  502.1561 0.2 424, 370, 208

4.09 OH-oxIAA hex-pent C21H28NO13 502.1563  502.1561 0.4 424, 370, 208

4.32 MeO-oxIAA hex C17H22NO9 384.1285  384.1295  -2.6 222,190, 162, 144, 116

4.81 MeO-oxIAA hex-pent C22H30NO13 516.1711  516.1717  -1.2 222,190, 162, 144, 116

4.89 MeO-oxIAA hex-pent C22H30NO13 516.1705  516.1717  -2.3 222,190, 162, 144, 116

6.24 MeO-oxIAAe VA hex-hex-pent C36H46N021 828.2567  828.2562 0.6 666, 384, 283, 222,190, 162, 144, 116

6.32 MeO-oxIAAe VA hex-hex-pent C36H46N021 828.2571  828.2562 1.1 666, 384, 283, 222,190, 162, 144, 116

6.41 OH-oxIAA HBA hex-pent C28H32NO15 622.1951  622.1925 42 n/a

6.50 OH-oxIAA HBA hex-pent n/a

6.59 OH-oxIAA VA hex-pent n/a

6.70 OH-oxIAA VA hex-pent n/a

6.96 MeO-oxIA Ae FA hex-hex-pent C38H48NO21 854.2765  854.2719 5.4 692, 365, 222,177,162, 144

7.06 MeO-oxIA Ae FA hex-hex-pent C38H48NO21 854.2702  854.2719  -2.0 692, 365, 222,177,162, 144

7.21 MeO-oxIAA HBA hex-pent C29H34NO15 636.1937  636.1928 14 222,190, 162, 144

7.34 MeO-oxIAA HBA hex-pent C29H34NO15 636.1959  636.1928 49 222,190, 162, 144

7.36 MeO-oxIAA VA hex-pent C30H36NO16 666.2029 6662034  -0.8 666, 384, 283, 222,190, 162, 144, 116

7.48 MeO-oxIAA VA hex-pent C30H36NO16 666.2041  666.2034 1.1 666, 384, 283, 222, 190, 162, 144, 116
7.65 (tr) MeO-oxIAA VA hex-pent n/a
7.71 (tr) MeO-oxIAA VA hex-pent n/a

7.83 OH-oxIAA FA hex-pent n/a
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8.56
8.63
8.8 (tr)
8.87 (tr)
9.31
9.36
9.74
9.82
10.32
10.39

MeO-oxIAA FA hex-pent
MeO-oxIAA FA hex-pent
MeO-oxIAA FA hex-pent
MeO-oxIAA FA hex-pent
MeO-oxIAA FA hex-pent-mal
MeO-oxIAA FA hex-pent-mal
unknown MeO-oxIAA conjugate
unknown MeO-oxIAA conjugate
unknown MeO-oxIAA conjugate

unknown MeO-oxIAA conjugate

C32H38NO16
C32H38NO16
C32H38NO16
C32H38NO16
C35H40NO19
C35H40NO19
C32H42NO16
C32H42NO16
C37H48NO16
C37H48NO16

692.2198
692.2193
692.215
692.2161
778.2217
778.2227
696.2488
696.2505
762.3007
762.3044

692.2191
692.2191
692.2191
692.2191
778.2195
778.2195
696.2504
696.2504
762.2973
762.2973

1.0
0.3
-5.9
-4.3
2.8
4.1
-2.3
0.1
4.5
9.3

617,291, 222,177, 144
617,291, 222,177, 144
222,177,144
222,177, 144
748, 667,222,177,162,144
222,177,162,144
222
222
222
222




