Supplementary Materials

Table S1. MS/MS data and proposed fragmentation pathways of reference compounds.

;‘:k Compounds tr (min) :’nl;izc)ursor lon ﬁ)r;::; Formula f};zg)ments Elem. comp. Pathways
483.1670 Ca6H2709" [M+H-3H,0]"
441.1555  CayHasOs' [M+H-2H,0~(CHO-CH,OH)]"
I nortrachelogenin 20000 01801 179 Cagly0y, 031336 CatlsOs (MH-4H,0F \
5'-C--D-glucoside [M+Na] 423.1459  CaHnO- [M+H-3H,0~(CHO-CH,OH)]
203.0711 C12H1105" [C+H-HCOH]"
137.0607 CsHoO," [AT
397.1255 Ca0H2,07Na* [M-FNEI—G]C]+
375.1438 Conzg.O7+ [NH‘H—GIC]+
357.1332 CaoH2106" [M+H—-Gle—H,0]"
. 559.1769 329.1388 C1oH2105" [M+H-Glc—H,0—CO]"
2 nortracheloside 24.370 (M-+Na]" -3.93 C26H32012 3111281 C o105 [M+H-Glo—2H;0-COJ"
233.0816 C13H1304+ [C‘f‘H]+
189.0924 C12H1302" [C+H-CO,]"
137.0610 CsHoOs" [AT/[AT
375.1446 Con23O7+ [I\/H‘H—GIC]+
357.1342 Ca0H2106" [M+H-Glc—-H,0]"
. 329.1390 CioH2,05" [M+H-Glc—H,0—-CO]"
3 nortrachelogenin 25207 001803 2.50 CaH3nOr 3111281 CioHiO4' [M+H-Gle—2H,0-COJ*
8'-0-p-D-glucoside [M+Na] 233.0812 CHLO. (C+H]*
189.0915 CioH130," [C+H-CO,]"
137.0602 CsHoO," [AT/[AT
543.1831 C26H3201 1N8.Jr [M-i-Na—GlC]+
matairesinol 705.2364 381.1292 Ca0H2,06Na" [M+Na—2Glc]"
4 4'-O-B-gentiobioside 26719 [M+Na]® 099 GalleOis 1590420 CyH0aNG" [A+Na]/[A"+Na]"

137.0603 CsHoO," [A]/[AT
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;‘:k Compounds tr (min) :”;Zc)ursor lon i;r;;:; Formula f;zg)ments Elem. comp. Pathways
551.2136 C7H35012" [M+H-Glc]"
389.1615 (:21H2507+ [M+H—2GIC]+
371.1508 C21H206" [M+H-2Glc—H,0]"
trachelogenin 730.2925 3431562 CallnOs (MH=2Gle-H.0-COT'
5 4-0-p-gentiobioside 29.039 [M-NH.]" 0.41 Cs3HusO17  325.1445 C0H5104 [M+H—-2Glc—2H,0—CO]
247.0982 C14H1504+ [C‘f‘H]+
203.1082 Ci3H150," [C+H—-CO,]"
151.0775 CoH;105" [A'T
137.0619 CsHyO," [AT
359.1500 C20H2306+ [NH‘H—GIC]+
341.1393 CaoH2105" [M+H-Glc —H,0]"
o 543.1857 323.1289 CaoH 904" [M+H-Glc —2H,0]"
6 matairesinoside 32.188 [M--Na]' 2.76 Ca6H32013 223.0973 CaHs04" [M-+-H-Gle-A]"
163.0755  CioHi0s" [B]'
137.0599 CsHyO," [A]/[AT
389.1603 Cy1Hp507" [M+H-Glc]"
371.1501 Cle2306+ [I\/H‘H—GIC—Hzo]+
343.1548 Ca0H230s5" [M+H-Glc-H,0—-CO]"
) 573.1951 325.1444 CaoH2104" [M+H-Glc—2H,0-CO]"
7 tracheloside 33.679 [M-+Na]* 0.52 C27H34012 47,0973 C1aH1<04" (C+H]*
203.1075 C13H1502+ [C‘f‘H—COz]+
151.0763  CoHy0,' [AT
137.0605  CgHyO," [AT"
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;?k Compounds tr (min) E:;;)ursor Ton E)r;;; Formula fnl;zg)ments Elem. comp. Pathways
373.1645 Cle2506+ [I\/H‘H—ZGICTr
arctigenin 714.2961 355.1540 C21Hx05" [M+H-2Glc—H,0]"
8 4-0-fp-gentiobioside >0 peNm 08 GO o cLlbor [M+H-2Gle-AT"
137.0601 CsHoO," [A]
357.1342 CaoH2106" [M+H-H,0]"
329.1392 CioH2105" [M+H-H,O-CO]"
197.1262 311.1288 CioH1904" [M+H-2H,0-CO]J"
9 nortrachelogenin 37.508 [M-+Na]" -0.25 C20H2207 233.0822 Ci3H1;304" [C+H]"
189.0925 C12H130," [C+H-CO,]"
175.0766 CiiHi10y" [C+H-CO-HCOH]"
137.0614 CsHoO," [AT/[AT
373.1649 C21H2s06" [M+H-Glc]"
355.1544 CnHzg.Os+ [M+H—GIC—H20]+
337.1439 C21H2104" [M+H-Glc—2H,0]"
.. 557.1993 295.1338 CioH,905" [M+H-Glc—H,O—2HCOH]"
10 arctiin 40.640 [M-Na] —1.08 C27H34011 2371127 CuH1O4" [M+H-Gle-A]"
177.0923  CiHi302' [B]'
151.0759  CoHi10:" [AT
137.0604 CsHoO," [A]
341.1392 CaoH2105" [M+H-H,0]"
323.1286 Con19O4+ [l\/H‘H_ZHQO]+
305.1178 Con17O3+ [M+H_3H20]+
1591493 291.1019 CioH505" [M+H-2H,0—CH;0H]"
11 matairesinol 46.937 [MJ;HT —-0.56 C20H2204 231.0810 C7H;,10" [M+H-2H,0-2CH;0H-CO]"
223.0968 C12H1504+ [NH‘H—A]+
163.0762  CioHiO2' [B]'
137.0607 CsHoO," [AT/[AT
131.0503 CoH,0" [B—CH;OH]"
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Peak Compounds tr (min) Precursor fon - Error Formula Fragments Elem. comp. Pathways
No. (m/7) (ppm) (m/7)
371.1496 C21H2306" [M+H-H,0]"
343.1548 CaoH2305" [M+H-H,0-CO]"
325.1443 CaoH21 04" [M+H-2H,0—-CO]"
. 411.1422 247.0977 C14H1504+ [C‘f‘H]+
12 trachelogenin 48.366 [M-Na]* 0.49 C21H2407 £03.1082 CHi0" [C+H-CO,]"
189.0918 CioH1302" [C'+H-CO,]"
151.0770 CoH110," [A'T
137.0613 CsHoO," [A]*
4411527 181.0861 CioH1303" [A'T
13 5-methoxytrachelogenin  49.403 [M-Na]* 0.45 C22H260s 159.0433 CsHgOoNa* [A+Na]"
137.0613 CsHyO," [A]
.. 395.1488 137.0599 CsHoO," [A]
14 arctigenin 53.235 [M--Na]' 4.30 C21H2406 159.0405 CeHyO,Na" [A+Na]"
Table S2. Constituents comparing with reference compounds detected in the sample extraced from Caulis Trachelospermi.
Peak tr (min) Precursor Error Formula Fragments Elem. comp. Pathways Identity
No. Ton (m/7) (ppm) (m/z)
501.1779 Ca6H20010" [M+H-2H,0]"
483.1664 (326H2709+ [I\/H‘H—3H20]+
465.1555 CasH2700" [M+H-4H,0]"
559.1797 441.1555 C24H505" [M+H-2H,0—(CHO-CH,OH)]" o :
1 20.090 [M-Na]* 1.07 Ca6H32012 4231448 CouHnO* [M-+H—3H, O_E CHO-CH, OH;]* nortrachelogenin 5'-C-S-D-glucoside
399.1450 szH23O7+ [I\/H‘H—HzO—C4H603—H20]+
203.0725 CioHp, 05" [C+H-HCOH]"
137.0614 CsHoO," [A'T
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Table S2. Cont.

Peak tr (min) Precursor Error Formula Fragments Elem. comp. Pathways Identity
No. Ton (m/7) (ppm) (m/z)
375.1443 CaoH2307" [M-FH—GIC]+
357.1341 Cz()HmOs+ [M+H—GIC—H20]+
550 1776 329.1397 Ci9H2,05" [M+H-Gle—H,O0-CO]"
2 24.416 [M-+Na]* —2.68 CyH32012 311.1290 CioH1904" [M+H-Glc—2H,0—-CO]" nortracheloside
233.0822 Ci3H1504" [C+H]"
189.0927 CanOz+ [C‘f‘H—COz]+
137.0620 CsHyO," [AT/[AT
375.1459 Cz()H23O7+ [NH‘H—GIC]+
357.1356 C0H2106" [NH‘H—GIC—HQO]+
5591802 329.1408 (:19H2105+ [NH‘H—GIC—HQO—CO]+
3 25.296 [M-Na]* 1.97 CxH32012  311.1293 CioH1904" [M+H-Glc—2H,0—-CO]" nortrachelogenin 8'-O-f-D-glucoside
233.0830 (:13H13O4+ [C‘f‘H]+
189.0930 Ci2Hi302" [C+H-COs]"
137.0612 CsHoO," [AT/[A'T
543.1852 Ca6H3,011Na" [M-FNEI—GIC]+
4 26.719 E&i?gf -0.99 C3:H42016 ?2;(1)435(3) gzig?ﬁ:a &/I:II\I\T; +/2[3‘2]1\13]+ matairesinol 4'-O-f-gentiobioside
137.0620 CsHoO," [AT/[A'T
551.2149 C27H35012+ [NH‘H—GIC]+
389.1616 (:21H2507+ [M+H—2GIC]+
371.1515 C21H206" [M+H-2Glc—H,0]"
7302937 343.1567 (:2()H2305+ [NH‘H—ZGIC—HQO—CO]+
5 29.039 [M-NH.]' 2.05 CssHusO17  325.1446 CaoH2104" [M+H—-2Glc—2H,0-CO]" trachelogenin 4'-O-f-gentiobioside
247.0984 (:14H1504+ [C‘f‘H]+
203.1091 Ci3H1502" [C+H-COs]"
151.0773  CoHi 0" [AT

137.0615 CsHo0;" [A]
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;‘Z‘k tr (min) f(:‘:c(l;:‘/sz(;r ﬁ:;::) Formula f':‘lz/lzg)ments Elem. comp. Pathways Identity
359.1506 CoH206" [NH‘H—GIC]+
341.1404 Cz()H2105+ [M+H—GIC—H20]+
543.1849 323.1299 C20H1904" [M+H-Glc—2H,0]" .
6 32.188 [M-+Nal* 1.29 Ca6H32011 23,0980 CLH 1504 [M+H-Gle-A]" matairesinoside
163.0770 CioH1102" [B]
137.0615 CsHoO," [AT/[A'T
389.1601 C21Ha507" [M+H-Glc]"
371.1499 (:21H2306+ [M+H—GIC—H20]+
343.1549 CaoH2305" [M+H-Glc-H,0-CO]"
573.1940 325.1445 CaoH2104" [M+H-Glc—2H,0—-CO]" )
7 33.679 [M-+Na]* -1.40 C»7H34012 47 0975 C1aH1:0s" (C+H]* tracheloside
203.1078 (:13H1502+ [C‘f‘H—COz]+
151.0768  CoHy 0" [AT
137.0610 CsHoO," [A]
373.1658 C21H2506" [M+H-2Glc]"
+ +
8 34.517 El\l/lilz\?}?z . —0.70 C33Ha4016 Zii i ?Zg g?;gig; {xiﬁ_igiz}:i?] arctigenin 4'-O-f-gentiobioside
137.0598  CsHoO;" [A]"
357.1343 Ca0H2106" [M+H-H,0]"
329.1394 (:19H2105+ [M+H—H20—CO]+
397 1975 311.1288  CioH1904" [M+H-2H,0—-COJ" .
9 37.657 [M-+Na]* 3.02 C20H2207 233.0819 Ci3H1504" [C+H]'/[C+H]" nortrachelogenin
189.0923 Ci2Hi302" [C+H-COs]"
175.0764 CiHi 102+ [C‘f‘H—CO—HCOH]+
137.0609 CsHoO," [AT/[AT
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Peak tr (min) Precursor Error Formula Fragments Elem. comp. Pathways Identity
No. Ton (m/7) (ppm) (m/z)
373.1651 C21H2506" [M+H-Glc]"
355.1548 (:21H2305+ [M+H—GIC—H20]+
337.1438 C21H2104" [M+H-Glc—2H,0]"
557.1996 295.1339 C1oH1905" [M+H-Glc—H,O—2HCOH]" .
10 0708 ey 0 OO 50 calnor [M+H-Gle-A]" aretiin
177.0911  CyHi30:° [B]'
151.0765  CoHy0,' [AT
137.0603 CsHoO," [A]
341.1396 CooH2105" [M-FH—HQO]+
323.1295 Cz()H1904+ [NH‘H—ZHQO]+
305.1178 CaoH1705" [M+H-3H,0]"
291.1021 C1oH;505" [M+H-2H,0—-CH;0H]"
359.1510 263.1074 CisHi50," [M+H-2H,0—-CO—CH;OH]" L
11 47.006 [M+H]" 4.18 C20H2206 »31.0814 CH,0" [M-+H-2H,0-2CH:OH-CO]" matairesinol
223.0968 Ci2Hi504" [M+H-AT"
163.0758  CioH; 105" [B]'
137.0603 CsHoO," [A]T/[A'T
131.0495  CoH,O" [B—CH;OH]"
371.1496 C21H206" [M+H-H,0]"
343.1549 (:2()H2305+ [M+H—H20—CO]+
325.1443 CaoH2104" [M+H-2H,0-COJ"
411.1426 247.0970 (:14H1504+ [C‘f‘H]+
12 48.446 IM+Na] 1.46 C2iH0O7  233.0820 Ci3H1304" [C+H]" trachelogenin
203.1073 (:13H1502+ [C‘f‘H—COz]+
189.0912 Ci2H130," [C+H-CO,]"
151.0760  CoHy 05" [AT
137.0604 CsHoO," [AT
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Peak tr (min) Precursor  Error Formula Fragments Elem. com Pathways Identi
i u . . w i
No. K Ion (m/z) (ppm) (m/7) P Y R
441.1526
13 48.855 [M-+Na]" 0.23 C2nH2603 5-methoxytrachelogenin
395.1463
14 52.955 -1.01 C21H2406 159.0408 CsHsO;Na" [A+Na]" arctigenin

[M+Na]"
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Figure S1. MS/MS spectrum of nortrachelogenin 5'-C-£-D-glucoside (1) in the standard
sample (A) and in the sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S2. MS/MS spectrum of nortracheloside (2) in the standard sample (A) and in the
sample extracted from Caulis Trachelospermi (B), respectively.

S10



S11

559.1805
100 T
357.1342
v |
233.0812
137.0602 329.1390
311.1281
189.0915 375.1446
397.1263
0 I ¢ ‘ L l‘\ b1l | \ | m/z
50 100 150 200 250 300 350 400 450 500 550 600
559.1802
100 1
| 357.1356
%
375.1459
233.0830
137.0612 329.1408
311.1293
189.0930

o J M [N W NSSUUSNSOONY I “““H“ I R O W m/z
50 100 150 200 250 300 350 400 450 500 550 600

Figure S3. MS/MS spectrum of nortrachelogenin 8'-O-f-D-glucoside (3) in the standard
sample (A) and in the sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S4. MS/MS spectrum of matairesinol 4'-O-f-gentiobioside (4) in the standard
sample (A) and in the sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S5. MS/MS spectrum of trachelogenin 4'-O-f-gentiobioside (5) in the standard
sample (A) and in the sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S6. MS/MS spectrum of matairesinoside (6) in the standard sample (A) and in the
sample extracted from Caulis Trachelospermi (B), respectively.



100

%

100

% |

0

S15

389.1603
371.1501
573.1951
247.0973 343.1548
151.0763
325.1444
137.0605 203.1075
“‘\‘“‘\‘\‘H“\‘HH\‘\‘ S R L“\“‘ ‘\\“‘ | “‘\‘\ ““““ bl e iz
50 100 150 200 250 300 350 400 450 500 550 600
389.1601
371.1499 573.1940
B 247.0975 343.1549
151.0768
325.1445
137.0610 203.1078
e \‘\‘H‘ \‘H“\‘\\‘\“ ‘\“““\\“““‘\“\‘\“H“‘\\HH“\‘I\H‘m/z
50 100 150 200 250 300 350 400 450 500 550 600

Figure S7. MS/MS spectrum of tracheloside (7) in the standard sample (A) and in the

sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S8. MS/MS spectrum of arctigenin 4'-O-f-gentiobioside (8) in the standard sample (A)
and in the sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S9. MS/MS spectrum of nortrachelogenin (9) in the standard sample (A) and in the

sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S10. MS/MS spectrum of arctiin (10) in the standard sample (A) and in the sample
extracted from Caulis Trachelospermi (B), respectively.
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Figure S11. MS/MS spectrum of matairesinol (11) in the standard sample (A) and in the

sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S12. MS/MS spectrum of trachelogenin (12) in the standard sample (A) and in the
sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S13. MS/MS spectrum of 5-methoxytrachelogenin (13) in the standard sample (A)
and in the sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S14. MS/MS spectrum of arctigenin (14) in the standard sample (A) and in the

sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S15. MS/MS spectrum of tanegoside A (17) in the standard sample (A) and in the
sample extracted from Caulis Trachelospermi (B), respectively.
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Figure S16. MS/MS spectrum of bergenin (15) in the sample extracted from Caulis Trachelospermi.
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Figure S17. MS/MS spectrum of kelampayoside A (16) in the sample extracted from
Caulis Trachelospermi.



100

% |

159.0418

397.1249

559.1771

721.2277

100

200 300

400

500

600

700

800

900

1000

1100

S25

m/z

Figure S18. MS/MS spectrum of nortrachelogenin 4, 4'-di-O-f$-D-glucoside (18) in the
sample extracted from Caulis Trachelospermi.
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Figure S19. MS/MS spectrum of matairesinol 4, 4'-di-O-f-D-glucoside (19) in the sample
extracted from Caulis Trachelospermi.
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Figure S20. MS/MS spectrum of nortrachelogenin 4'-O-f-gentiobioside (20) in the sample

extracted from Caulis Trachelospermi.
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Figure S21. MS/MS spectrum of nortrachelogenin 4-O-f-D-glucoside (21) in the sample

extracted from Caulis Trachelospermi.
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Figure S22. MS/MS spectrum of 4-demethyltraxillaside (22) in the sample extracted from

Caulis Trachelospermi.
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Figure S23. MS/MS spectrum of dihydrodehydrodiconiferyl alcohol-9-O-4-D-glucoside
(23) in the sample extracted from Caulis Trachelospermi.
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Figure S24. MS/MS spectrum of traxillageside (24) in the sample extracted from Caulis Trachelospermi.
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Figure S25. MS/MS spectrum of apigenin 7-O-f-neospheroside (25) in the sample extracted
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from Caulis Trachelospermi.
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