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A Ne RT (min) | Aglycone (Da) | Sugar Moieties | Fragmentation pattern in mass spectra | Anomeric protons (ppm)
P-type | 78.4 474 3 x Hexose [Myso—H -162-162-1621=473 | 4.27(d,)=7.8)
Peak 17 4.41(d,)=7.8)
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B Ne RT (min) | Aglycone (Da) | Sugar Moieties | Fragmentation pattern in mass spectra | Anomeric protons (ppm)
P-type | 79.1 458 4 x Hexose [Myy05— H— 162 — 162 — 162 — 162 |= 4.27(d,)=7.8)
Peak 18 457 434(d,1=17.8)
P-type | 798 474 1% [Mios— H—146-162-162—162]= | 4:382(d,1=7.8)
Peak 20 Methylpentose | 473 4.386(d,1=7.8)
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S2 of S14

C Ne RT (min) | Aglycone (Da) | Sugar Moieties | Fragmentation pattern in mass spectra | Anomeric protons (ppm)
P-type | 80.4 458 4 x Hexose [Mgg3— H—162—-162—-162 ]= 457 4.27(d,1=7.8)
Peak 21 434(d,1=7.8)
4.41(d,) =7.8)
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Ne RT (min) | Aglycone (Da) | Sugar Moieties | Fragmentation pattern in mass spectra | Anomeric protons (ppm)
D G-type 495 504 1x [Mgy3— H—146— 162 — 162]= 503 4.21(d,)=7.8)
Peak 3 Methylpentose 4.41(d,1=7.8)
2 x Hexose 4.42(d,)=17.8)
5.25* (t,) =3.4)
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E Ne RT (min) | Aglycone (Da) | Sugar Moieties | Fragmentation pattern in mass spectra | Anomeric protons (ppm)
G-type 63.4 472 3 x Hexose [Mgs;— H— 162 — 162 — 162]= 471 4.27(d,1=7.8)
Peak 11 4.34(d,)=7.8)
4.41(d,)=7.8)
5.24*(t, ) = 3.4)
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F Ne RT (min) | Aglycone (Da) | Sugar Moieties | Fragmentation pattern in mass spectra | Anomeric protons (ppm)
G-type 64.0 458 3 x Hexose [Mgs3— H—162—-162 - 162]= 457 4.27(d,)1=7.8)
Peak 12 4.34(d,)=7.38)
4.41(d,)=7.8)
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Figure S1. Mass spectral fragmentation pattern and 1D proton NMR spectrum of tentatively
identified saponins measured in LC-SPE-NMR/MS experiment performed on saponin enriched
extract of the G-type B. vulgaris. Tentatively identified P-type saponins correspond to peaks 17 (A),
18 and 20 (B), and 1 (C) in Table 2. Tentatively identified G-type saponins correspond to peaks 3 (D),
11 (E), and 12 (F) in Table 1.
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Ul: Quercetin-nTMS
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U7: Protopanaxatriol-nTMS
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11: Oleanolicacid-2TMS
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U13: Caulophyllogenin-nTMS
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U16: Hederagenin-3TMS
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U18: Madecassic acid-nTMS
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U19: Betulin-nTMS
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U25: Quillaicacid-nTMS
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(Text File) Scan 1135 (29.187 min): P30.D\data.ms

Figure S2. Electron impact-mass spectrum (EI-MS) fragmentation patterns of 28 peaks detected
saponin enriched extracts of the G- and P-type B. vulgaris after acidic hydrolysis of the extracts which
allowed cleave off sugar moieties attached to aglycones. GC-MS total ion current (TIC)
chromatograms are illustrated in Figure 7.



