Supporting Information

Figure S1. Selected 2D NMR correlations of daphnicyclidin N (2).
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Figure S2. Selected 2D NMR correlations of calyciphylline R (4).
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Figure S4. 'H-NMR (500 MHz, CD;0D) spectrum of daphnicyclidin M (1).
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Figure S5. *C-NMR (125 MHz, CD30D) spectrum of daphnicyclidin M (1).
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Figure S6. HSQC spectrum of daphnicyclidin M (1) in CD3;0D.
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Figure S7. 'H-'H COSY spectrum of daphnicyclidin M (1) in CD;0D.
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Figure S8. HMBC spectrum of daphnicyclidin M (1) in CD3;0D.
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Figure S9. NOESY spectrum of daphnicyclidin M (1) in CD3;0D.
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Figure S10. ESIMS spectrum of daphnicyclidin M (1).
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Figure S11. HRESIMS spectrum of daphnicyclidin M (1).

Elemental Composition Report

Tolerance = 10.0 PPM / DBE: min = -1.5, max = 50.0
Selected filters: None

Monoisotopic Mass, Even Electron lons

45 formula(e) evaluated with 1 results within limits (up to 50 closest results for each mass)
Elements Used:

C:5-30 H:540 N:1-3 0O:1-5 Na:1-1

Page 1

SIPI Q-Tof micro 29-Nov-2013,16:57:53
Aa532 M.W=395 YA019
WQ13-199H1 60 (2.071) AM (Cen,4, 80.00, Ar,5000.0,406.06,0.70); Sm (Mn, 2x3.00); Cm (50:65) TOF MS ES+
100 418.1632 8.70e4

%

| 419.1763  420.1065
oL 4100785 4132765 41y arersro | e 4211085 4231187 424217 462050
T T T T I T T T T T T T T T )
410.0 412.0 414.0 416.0 418.0 420.0 422.0 424.0 426.0

Minimum: 50.00 =35
Maximum: 100.00 5.0 10.0 50.0
Mass RA Calc. Mass mDa PPM DBE i-FIT Formula
418.1632 100.00 418.1630 0.2 0.5 13,5 4760.3 C23 H25 N 05 Na
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Figure S12. *H-NMR (500 MHz, CDs;0D) spectrum of daphnicyclidin N (2).
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Figure S13. *C-NMR (125 MHz, CD;0D) spectrum of daphnicyclidin N (2).
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Figure S14. HSQC spectrum of daphnicyclidin N (2) in CD3;OD.
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Figure S15. *H-'H COSY spectrum of daphnicyclidin N (2) in CDsOD.
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Figure S16. HMBC spectrum of daphnicyclidin N (2) in CD3;OD.
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Figure S17. NOESY spectrum of daphnicyclidin N (2) in CD3;0D.
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Figure S18. ESIMS spectrum of daphnicyclidin N (2).
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Figure S19. HRESIMS spectrum of daphnicyclidin N (2).

Elemental Composition Report

Tolerance = 10.0 PPM / DBE: min = -1.5, max = 50.0
Selected filters: None

Monoisotopic Mass, Even Electron lons

50 formula(e) evaluated with 1 results within limits (up to 50 closest results for each mass)
Elements Used:

C:5-30 H:540 N:1-3 0:1-6 Na:1-1

SIPI

Q-Tof micro

Aa533 M.W=425 YA019
WQ13-200H1 33 (1.140) AM (Cen,4, 80.00, Ar,5000.0,440.16,0.70); Sm (Mn, 2x3.00); Cm (17:33)
448.1738

100+

406.0976

Page 1

29-Nov-2013,17:15:38

TOF MS ES+
2194

Minimum:
Maximum:

Mass

441.1759 449.1869

: 418.1897  427.2200434.1808 | ( 456.1629 472.2842 486.1807 4942831
T T T T T 4503 T | T | (R | T 300 T T T T T
400 405 410 415 420 425 430 435 440 445 450 455 460 465 470 475 480 485 490 495

50.00 =1.5

100.00 5.0 10.0 50.0

RA Calc. Mass mDa PPM DBE i-FIT Formula

100.00 448.1736 0.2 0.4 11.5 2896.1 €24 H27 N 06 Na

448.1738
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Figure S20. *H-NMR (500 MHz, CD30D) spectrum of calyciphylline Q (3).
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Figure S21. *C-NMR (125 MHz, CD;0D) spectrum of calyciphylline Q (3).
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Figure S22. HSQC spectrum of calyciphylline Q (3) in CDs;OD.
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Figure S23. 'H-'H COSY spectrum of calyciphylline Q (3) in CD;0D.
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Figure S24. HMBC spectrum of calyciphylline Q (3) in CD3;OD.
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Figure S25. NOESY spectrum of calyciphylline Q (3) in CD3OD.
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Figure S26. ESIMS spectrum of calyciphylline Q (3).
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Figure S27. HRESIMS spectrum of calyciphylline Q (3).

Elemental Composition Report Page 1

Tolerance = 10.0 PPM / DBE: min =-1.5, max = 50.0
Selected filters: None

Monoisotopic Mass, Even Electron lons
45 formula(e) evaluated with 2 results within limits (up to 50 closest results for each mass)

Elements Used:
C:5-30 H:5-40 N:1-3 0:1-5 Na:1-1
SIPI Q-Tof micro 20-Nov-2013,16:38:16
Aa723 MW=365 YA019
WQ13-198H2 35 (1.209) AM (Cen,4, 80.00, Ar,5000.0,377.99,0.70); Sm (Mn, 2x3.00); Cn (25:35) TOF MS ES+
: 388.1886 1.87e4
100 :
%
384.3022 386.2349 389.2328
390.2465 393.9667
383.2163 i ‘ Sehasto ™ 3012532 30226521 ; e
T A REBA DA o A RN R T LR R R AL I A A R AN DAY
3830 | 3840 3850 3860 = 3870 = 3880 3800 3000  391.0 = 3620 3930 3940 3950
Minimum: 50.00 =1.5
Maximum:  100.00 5.0 10.0 50.0
Mass RA Calc. Mass mDa PPM DBE i-FIT Formula

388.1886 100.00 388.1889 =01 =0.3 9.8 281.4 €23 H27 N 03 Na
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Figure $28. "H-NMR (500 MHz, CDs0D) spectrum of calyciphylline R (4).
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Figure $29. *C-NMR (125 MHz, CD;0D) spectrum of calyciphylline R (4).
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Figure S30. HSQC spectrum of calyciphylline R (4) in CD3;0D.
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Figure S31. *H-'H COSY spectrum of calyciphylline R (4) in CDsOD.
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Figure S32. HMBC spectrum of calyciphylline R (4) in CD3;0OD.
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Figure S33. NOESY spectrum of calyciphylline R (4) in CD3;0D.
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S29

Figure S34. ESIMS spectrum of calyciphylline R (4).
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Figure S35. HRESIMS spectrum of calyciphylline R (4).
p1/93/ 2014 16:14 =] PAGE B1

Elemental Composition Report o8 (3.3 (o W Page 1
1, Sed FRE A S AR

Tolerance = 20.0 PPM / DBE: min = -1.5, max = 50.0
Selected filters: None

Mongisotopic Mass, Even Electron lons
16 formula(e) evaluated with 1 results within limits (up to 50 closest results for each mass)

Elements Used:
C:10-25 H:10-30 N:1-3 O 1-3
SIPI Q-Tof micro 09-Jan-2014,14:53:02
Aa51 M.W=341 YA018
WQ14-012H2 34 {1,175) AM (Cen 4, 80.00, Ar,5000.0,337,18.0.70): Sm (Mn, 2x3.00); Cm (34:47) TOF MS ES+
342.2068 3.8%3
'f |
% |
340.2764 ‘
‘ ‘ 343 2105
i ' 430405 |
- 339.9988 | sa08328 128" aareex | . 344,040 3442194 244 6078
v 7 T o U DG e G B ARAL RIS ) O S T T T TT T T 7 T mi2
33050 34000 34050  341.0C  341.50 34200 34250 34300 34350 04400 34430 345.00
Minimum: 85.00 -1.5
Maximum: 100.00 5.0 20.0C 50.0
Mass RA Calc. Mass mDa PEM DBZ i-FIT Formala
3 8.5 10.8 Cc21 H28 N 03

342.2068 100.00 342.2069 ~0.1 =-a.
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Figure S36. "H-NMR (500 MHz, DMSO-ds) spectrum of calyciphylline S (5).
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Figure S37. >C-NMR (125 MHz, DMSO-dg) spectrum of calyciphylline S (5).
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Figure S38. HSQC spectrum of calyciphylline S (5) in DMSO-ds.
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Figure $39. 'H-'H COSY spectrum of calyciphylline S (5) in DMSO-d.
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Figure S40. HMBC spectrum of calyciphylline S (5) in DMSO-ds.
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Figure S41. ESIMS spectrum of calyciphylline S (5).
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Figure S42. HRESIMS spectrum of calyciphylline S (5).
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Figure $43. 'H-NMR (500 MHz, CD;0D) spectrum of paxiphylline C (6).
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Figure S44. *C-NMR (125 MHz, CD;0D) spectrum of paxiphylline C (6).
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Figure S45. *H-NMR (500 MHz, DMSO-dg) spectrum of macropodumine B (7).
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Figure S46. **C-NMR (125 MHz, DMSO-ds) spectrum of macropodumine B (7).
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Figure S47. *H-NMR (500 MHz, CDs;0D) spectrum of macropodumine C (8).
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Figure S48. **C-NMR (125 MHz, CD3;0D) spectrum of macropodumine C (8).
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Figure S49. "H-NMR (500 MHz, DMSO-ds) spectrum of daphnicyclidin A (9).
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Figure S50. >C-NMR (125 MHz, DMSO-ds) spectrum of daphnicyclidin A (9).
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