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XEVO-G2QTOF#NotSet 12-Apr-2021 Waters
CLZ-16a_HR 12 (0.220) Cm (11:16-(3:7+28:56)) TOF MS ES+
100+ 366.1101 1.30e6
368.1077
330.1335
369.1110
328.1551 5011371
[ 1/ 90{087‘3 gm0 Wb b L ST dss0n aszosts 500
160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
366.1101 366.1108 -0.7 -1.9 8.5 227.6  0.000 99.98
Figure S1. HR-ESI-MS of 1.
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Figure S2. UV spectrum of 1 in MeOH.

CisH21NO5Cl
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Figure S3. IR spectrum of 1.
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Figure S4. '"H NMR (500 MHz) spectrum of 1 in CDCl;.
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Figure S5. °C NMR (125 MHz) spectrum of 1 in CDCls.
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Figure S6. 'H-"H COSY (500 MHz) spectrum of 1 in CDCl;.
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Figure S7. HSQC (500 MHz) spectrum of 1 in CDCl;.
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Figure S8. HMBC (500 MHz) spectrum of 1 in CDCl;.
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Figure S10. '>*C NMR (125 MHz) spectrum of 1 in CsDsN.
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Figure S11. 'H-"H COSY (500 MHz) spectrum of 1 in CsDsN.
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Figure S12. HSQC (500 MHz) spectrum of 1 in CsDsN.
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Figure S13. HMBC (500 MHz) spectrum of 1 in CsDsN.
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Figure S14. Chiral HPLC separation of racemate 1 (n-hexane/isopropanol, 85:15; T=30 C; flow

rate: 3.0 mL/min; wavelength: 254 nm).
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A XIC of +EMS: Exp 1, 366 Da from Sample 1.wiff (Turbo Spray)
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Figure S15. LC/MS chromatograms of detection of 1 in the crude extract of C. lenis. (A: EIC of 1
(m/z 366); B: XIC of 1 (m/z 366) from the crude extract of C. lenis under the MRM mode; C: The
fragmentation behavior of 1 (m/z 366).



XEVO-G2QTOF#NotSet 29-Jun-2021 Waters
CLZ-29e_HR 12 (0.220) Cm (11:16-(3:6+29:57)) TOF MS ES+

100- 294.1490 5.60e6
sl
12951523
316.1309
587.2008. 8092731
196.0696  264.1385 610.2766
164.1073 208.5968 317.2084 378.1002
0 ”L ‘ el Z 459.6925 557.2809 Ju | 8122041 7533354 /343698 2L smazert
e bbb b bR R SRR SRR e PRI
150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 950 1000
; ()
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula

294.1490  294.1494 -0.4 -1.4 10.5 5153 n/a n/a C1oH20NO2
Figure S16. HR-ESI-MS of 2.
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Figure S17. UV spectrum of 2 in MeOH.
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Figure S18. IR spectrum of 2.
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Figure S19. 'H NMR (500 MHz) spectrum of 2 in CDCl;.
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Figure S20. '°C NMR (125 MHz) spectrum of 2 in CDCls.
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Figure S21. 'H-'H COSY (500 MHz) spectrum of 2 in CDCl;.
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Figure S22. HSQC (500 MHz) spectrum of 2 in CDCls.
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Figure S23. HMBC (500 MHz) spectrum of 2 in CDCls.
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XEVO-G2QTOF#NotSet 09-Aug-2021 Waters
CLZ-37b 12 (0.220) Cm (11:18-(3:7+34:55)) TOF MS ES+

100+ 315.1503 2.91e6
283.1809
-
266.1545 339.2531
651.2035
2acon T 362.2383 6203116  [652.2988
’ T L 9921757 4806953 - 7 706.3276
112.9675 L g A 98.6948 ( 812.8447 965.4467
SRS N X oo \LL A‘lL R ST O A S e LLLL-M‘\ 7314245 ek miz

150 ‘ 260 ‘ 25‘0 ‘ 300 350 400 450 500 550 600 650 700 750 800 ‘ 85‘0 ‘ 960 950 1000

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
315.1594 315.1596 -0.2  -0.6 9.5 2054 0.017 98.32 Ci9H2304

Figure S24. HR-ESI-MS of 3.
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Figure S25. UV spectrum of 3 in MeOH.
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Figure S26. IR spectrum of 3.
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Figure S27. '"H NMR (500 MHz) spectrum of 3 in CDCl;.
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Figure S28. °C NMR (125 MHz) spectrum of 3 in CDCls.
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Figure S29. 'H-'H COSY (500 MHz) spectrum of 3 in CDCl;.
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Figure S30. HSQC (500 MHz) spectrum of 3 in CDCls.
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Figure S31. HMBC (500 MHz) spectrum of 3 in CDCls.
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NEGXEVO-G2QTOF#NotSet 22-Oct-2021 Waters
CLZ-46a_NEG 11 (0.203) Cm (10:21-(3:6+2:7)) TOF MS ES-

100+ 451.1240 5.22e6
s
415.1968
1452.1274
495.1505
405.1187 811.2457
534.1362 857.2512

1249910170055 309.‘1552 129 | || || | eesaa0r eevarze 7393884 775318 | F&ss.zsu 0273266

O-hirefrrrrprrerpbrrrprrer ek ey \\‘(\ LA LA R AR AR AR AR 1‘ Tt

1 M,
150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 950 1000

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
405.1187 405.1186 0.1 0.2 10.5 491.6 n/a n/a C20H2109

Figure S32. HR-ESI-MS of 4.
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Figure S33. UV spectrum of 4 in MeOH.
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Figure S35. 'H NMR (500 MHz) spectrum of 4 in MeOD.
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Figure S36. *C NMR (125 MHz) spectrum of 4 in MeOD.
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Figure S37. 'H-'H COSY (500 MHz) spectrum of 4 in MeOD.
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Figure S38. HSQC (500 MHz) spectrum of 4 in MeOD.
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Figure S39. HMBC (500 MHz) spectrum of 4 in MeOD.
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DAD1 B, Sig=210.4 Ref=360 (D-glu.D)

mau D-glucose
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Figure S40. HPLC-UV (210 nm) chromatograms of the derivatives of D-glucose, L-glucose, and
the sugar units of claulenoside A (4).

XEVO-G2QTOF#NotSet 06-Nov-2020 Waters
CLZ-30 12 (0.220) Cm (10:17-(2:7+23:33)) TOF MS ES+
100~ 363.1933 1.40e6
-
3412113
364.1968
268170:851501 379.1675 6413469
: 642.3499
Lo wnw‘ L1 3881055 460 9475 601.§377J( | 758.2284 832.2445 906.2684 10133208 10953024 11603141
T T T T T T

t T T T T T m/z
200 300 400 500 600 700 800 900 1000

T T
1100

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
363.1933 363.1936 -0.3  -0.8 8.5 67.4 n/a n/a C22H2503Na

Figure S41. HR-ESI-MS of 5.
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Figure S42. UV spectrum of 5 in MeOH.
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Figure S43. IR spectrum of 5.
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Figure S44. '"H NMR (500 MHz) spectrum of 5 in CDCl;.

16°9L

Stz

Wil

6121
¥ 0Zh
£9'9z1 /
16221
oveTL <
6908}
9eIEl
L92€L
0L'6E}
zzovL
vzest/,
68854

6e'L6l —~
LE'G61 —

£1 (ppm)

Figure S45. '*C NMR (125 MHz) spectrum of 5 in CDCls.
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Figure S46. 'H-'H COSY (500 MHz) spectrum of 5 in CDCl;.
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Figure S47. HSQC (500 MHz) spectrum of 5 in CDCls.
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Figure S48. HMBC (500 MHz) spectrum of 5 in CDCls.
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Figure S49. Chemical structures of compounds 6—38.
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Figure S50. ESI-MS of 22.
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Figure S51. Experimental and calculated ECD spectra of 22.



