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Supplemental material
Fig. S1. Further glucosinolates

Those coded structures in brackets with numbering <200 are already know and have been covered
earlier, those with number codes >200 are extrapolations, to complete each new homologous series.

A Sulfur containing side-chains

Methyl-thio- Methyl-thio- Methyl-thio- Methyl-sulfinyl- Methyl-sulfinyl- Methyl-sulfinyl- Methyl-sulfony- Methyl-sulfonyl-

alkene hydroxy-alkyl  oxo-alkyl alkene hydroxy-alkyl oxo-alkyl alkene hydroxy-alkyl
N X " AN ﬁ) (‘? \? o
R VR SR S e S S S SR
n OH o © oL,
1 201 210 218 225 234 242 250 259
2 [83] 211 219 [63] 235 243 [75] [2607]
3 202 212 220 226 236 244 251 261
4 203 [37] 221 227 [33] 245 252 [35]
5 204 [36] [91] 228 [32] 246 253 [34]
6 205 213 [90] 229 237 [70] 254 262
7 206 214 [93] 230 238 [71] 255 263
8 207 215 222 231 239 247 256 264
9 208 216 223 232 240 248 257 265
10 209 217 224 233 241 249 258 266
Methyl-sulfonyl- Butenyl-thio- Benzyl-sulfonyl- Glucosyl- Dimer Cysteinyl- Glycinyl-
oxo-alkyl alkene alkene disulfanyl-alkyl mercapto thio-alkyl thio-alkyl
H
f ) @AS/\/‘/"\LX " & o
/WX AN g X H S s—sl/"\)x SW Ho)k’fs‘/\nlx H X
n ] 2 NH,
1 267 277 286 295 304 313 322
2 268 278 287 296 305 314 [323%]
3 269 279 [181] 297 306 315 324
4 270 280 288 [135] [136] [121] 325
5 271 281 289 298 307 316 326
6 272 282 290 299 308 317 327
7 273 283 291 300 309 318 328
8 274 284 292 301 310 319 329
9 275 [182] 293 302 311 320 330
10 276 285 294 303 312 321 331
Mercapto- Cysteinyl- Glutathione- Methylsulfonyl- Aspartyl-cysteinyl-
alkyl disulfanyl-alkyl disulfanyl-alkyl hydroxy-alkene disulfanyl-alkyl
NH, NHy " H NH, H
LS s T s xS SN P T
) o Hw o (ﬁ) X HOWAH o
n o " [e]
1 332 341 350 359 369
2 333 342 351 360 370
3 334 343 352 361 371
4 [185] [186] [187] 362 372
5 335 344 353 363 373
6 336 345 354 364 374
7 337 346 355 365 375
8 338 347 356 366 376
9 339 348 357 367 377
10 340 349 358 368 378
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Fig. S2. Screening for cinnamoyl and benzoyl esters
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(2R)-Glucobarbarin 2'-O-isoferuloyl-b-D-thioglucoside
Aglycone + C4oHgO3 m/z = GLS + 176.04734

oH N OH
0SO,H \
CagHayNOsS
Exact Mass: 791 1554 O OCH,

(2R)-Glucobarbarin 2',6"-di-O-isoferuloyl-b-D-thioglucoside
Aglycone + CpoH;60g M/z = GLS + 2 x 176.04734 = + 352.09468
[-H,0] C4oHg03 = 176.04734

o
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Benzoic acid

s A

Benzyl ester

C7HsO.
Exact Mass: 122.0368

Aglycone + C;H,O m/z = GLS +104.02621

Cinnamoyl acid Formulae  Folmulae = Mass gain Mass gain
Acid Ester Mono-ester  Di-ester
Cinnamic acid C9H80O2 C9H60 130.04186  260.08372
Coumaric acid C9H803  CY9H602  146.03678 292.07356
Caffeic acid C9H804  CI9H603  162.03169 324.06338
Ferulic acid CI10H1004 CI10H803 176.04734  352.09468
Isoferulicacid ~ C10H1004 CI10H803 176.04734 352.09468
Sinapic acid C11H1205 CI11HI1004 206.05791 412.11582
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