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Figure S1 Proposed fragmentation pathway for compound 12.
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Figure S2 TOF-MS/MS spectra of the [M-H]- ions of compounds 32 (A) and 36 (B), tentatively identified as
neolignane-9’-O-deoxyhexoside are reported with the structures of different fragment ions tentatively
characterized. The proposed fragment pathway of much more abundant ions is also reported (C).
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Figure S3 MS/MS spectral differences of the [M-H] ions of compound 47 recorded at different Q-TOF
parameters: CE -75 V, CES 25 V and DP -90 V (A) or CE -35 V, CES 10 V and DP -70 V (B). The proposed
structures of more abundant ions are also reported.
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Figure S4 TOF-MS/MS spectrum of compound 48, tentatively

dimethoxyphenyl-3-methoxyphenyl-7,9-propanediol-4-O-hexoside

characterized fragment ions.

400 450 550 600

identified as 9'-hydroxy-7'-propen-3',5'-
and structures of different tentatively

OCH:
HO.
HCO A0
OH OH
100% Ho
a0% 209.0815 o~
o. o
80% o m OH OCH,
S 70% HO. HCO o]
3 : ! o
z 60% o A0 Gco #
< so% *
z 0% 1 i
14 4 |
H.
-] | 194.0579 Ho o OO
:Ee 30% ;
! : HO
20% 178.0344 343.1394 OH OH
0% qo30411 119.0343 1630603-\:‘ ‘ 2084165 ‘ ‘ sostsis | oI
L | i, Lk e 1 ! | |
100 120 140 160 180 220 240 260 280 300 320 | 340 360 380 400 420 440 460 480 500 520 540

1200

.
HOi@\N
HaCO #0

Mass/Charge, Da

.
CH OH
HE.

o]

S

HO'



Figure S5 TOF-MS/MS spectrum of metabolite 52, tentatively identified as trihydroxy octadecadienoic acid,
whose hypothetical structure and fragmentation pathway was reported in the grey box (the theoretical m/z
value is reported below each structure).
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Figure S6 TOF-MS/MS spectrum of metabolite 61, tentatively identified as dihydroxyoctadecedienoic quinic

acid.
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Figure S7 TOF-MS/MS spectrum of compound 69. The proposed fragmentation pathway of its [M-H]- ion was
reported in the grey box (the theoretical m/z value is reported below each structure).
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Figure S8 TOF MS/MS spectra of the [M-H]-ions of metabolites 59 (A) and 60 (B); the proposed chemical
structures of fragment ions much more abundant are reported with different neutral losses. The fragment ions

detected only in one of two spectra are highlighted by red symbols.
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