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Figure S1. "H NMR spectrum of cavernene A (1) in CDCls.
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Figure S2. °C NMR spectrum of cavernene A (1) in CDCls.
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Figure S3. HSQC spectrum of cavernene A (1) in CDCl;.
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Figure S4. HMBC spectrum of cavernene A (1) in CDCls.
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Figure S5.

'H-'H COSY spectrum of cavernene A (1) in CDCls.
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Figure S6. NOESY spectrum of cavernene A (1) in CDCls.
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Figure S7. IR spectrum of cavernene A (1).
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Figure S8. HRESIMS of cavernene A (1).

Elemental Composition Report

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

Monoisotopic Mass, Even Electron lons

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

C:5-25 H:10-40 N:1-1 0:1-2 Na: 1-1

10

Page 1

SIPI Q-Tof micro 20-May-2011,12:59:41
. YA019 0.00000000
WQ11-310H 21 (0.740) AM (Cen,6, 80.00, Ar,5000.0,325.16,0.70); Sm (SG, 2x3.00): Cm (15:36) TOF MS ES+
100 ' 338.2461 1.70e4
%_
. 334.2366 336';2510
i 339.2433
333.2158 1 335 2287 i 337.2354 340.2310 342.1943
g | : | 340.0812 | 341.2126 343.2101
" |334.0344 | 334.7184 | 335.7001 ‘ 336.6916 — =8 | = | il
T I L T T 1 T ‘ TTT[T1 T ik S A ‘ rern ‘ s g ¥ [ ) T ‘ T 111 | | M e S R e A | ‘ ™11 | T 11 | T T ‘ TarT: ‘ L T i T T T T i st v T
333.0 334.0 335.0 336.0 337.0 338.0 339.0 340.0 341.0 343.0
Minimum: _ 45 .04 ~1..5
Maximum: ‘100.00 5.0 10.0 50,0
Mass RA Calc. Mass mDa PPM DBE i-FIT
338.2461  100.00  338.2460 oI 0.3 5.5 1181.0 N O Na
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Figure S9. UV spectrum of cavernene A (1).
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Figure S10. 'H NMR spectrum of cavernene B (2) in CDCl.
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Figure S11. °C NMR spectrum of cavernene B (2) in CDCls.
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Figure S12. HSQC spectrum of cavernene B (2) in CDCl;.
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Figure S13. HMBC spectrum of cavernene B (2) in CDCls.
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Figure S14. 'H-"H COSY spectrum of cavernene B (2) in CDCls.

=3
g T
3 .&
e = L 8
R . s© :;_
= . ¢ —
L3

18 12 14 16
cavernene B (2)




Mar. Drugs 2012, 10

17

Figure S15. NOESY spectrum of cavernene B (2) in CDCl;.
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Figure S16. IR spectrum of cavernene B (2).
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Figure S17. HRESIMS of cavernene B (2).

Elemental Composition Report

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

Monoisotopic Mass, Even Electron lons

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

C:10-23 H:540 N:1-1 0O:1-3 Na: 1-1

SIPI Q-Tof micro . 19-Mar-2011,14:41:28
YA019 0.00000000
WQ11-148H 33 (1.141) AM (Cen,8, 80.00, Ar,5000.0,342.15,0.70); Sm (SG, 2x3.00); Cm (21:33) TOF MS ES+
340.2617 9.27e3
100+
%_
343.1560
3322621 334.:2959 341.2690 ‘ w1577
1 | 3352095 336.2619 339.2031 342.2567 3463382 348.2336
0 ‘E‘”‘*‘“‘1|“"'Umf-|“n"\T“‘\“‘"|V“;f“'\”“‘w““\”"fl*"'ﬂ"‘lW"‘a"*-*w“"w‘ m/z
332.0 334.0 336.0 338.0 340.0 342.0 344.0 346.0 348.0
Minimum: 30.00 -1.5
Maximum: 100.00 5.0 10 =0 50.0
Mass RA Calc. Mass mDa PPM DBE i-FIT Formula

340.2617 100.00 340.2616 0.1 0.3 4.5 27.4 C21 H35 N O Na
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Figure S18. UV spectrum of cavernene B (2).
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Figure S19. 'H NMR spectrum of cavernene C (3) in CDCls.
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Figure S20. °C NMR spectrum of cavernene C (3) in CDCls.
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Figure S21. HSQC spectrum of cavernene C (3) in CDCl;.
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Figure S22. HMBC spectrum of cavernene C (3) in CDCl;.
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Figure S23. 'H-'H COSY spectrum of cavernene C (3) in CDCls.
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caverneﬁe C (3)

Figure S24. NOESY spectrum of cavernene C (3) in CDCl;.
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Figure S25. IR spectrum of cavernene C (3).
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Figure S26. HRESIMS of cavernene C (3).

Elemental Composition Report

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

Monoisotopic Mass, Even Electron lons

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

C:10-25 H:5-40 N:1-1 0O:1-3 Na:1-1

SIPI Q-Tof micro 09-Apr-2011,14:55:03
YAQ19 0.00000000
WQ11-233H 32 (1.126) AM (Med,6, Ar,5000.0,354.24,0.70); Sm (SG, 2x3.00); Cm (20:32) TOF MS ES+
340.2614 5.67e4
100+
_ 341.2686
| 318.;3025 [ 370.2351
| 3023108 323671 319.3068 .0 4,00 3342075 = 347.0510 356.2574 . 2060 | 374.3617
([ f-aespniey ‘i T T |‘}‘ T T a e ‘}.| U B i e e || P T T ‘i — T || bged R b T m/z
300.0 310.0 320.0 330.0 340.0 350.0 360.0 380.0
Minimum: 30.00 =1.5
Maximum: 100.00 5.0 50,0 50.0
Mass RA Calc. Mass mDa PPM DBE i-FIT
340.2614 °~ 100.00 340.2616 -0.2 -0.6 4.5 25,4 H35 N 0O Na
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Figure S27. UV spectrum of cavernene C (3).
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Figure S28. 'H NMR spectrum of cavernene D (4) in CDCls.
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Figure S29. °C NMR spectrum of cavernene D (4) in CDCls.
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Figure S30. HSQC spectrum of cavernene D (4) in CDCls.
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Figure S31. HMBC spectrum of cavernene D (4) in CDCl;.
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Figure S32. 'H-'H COSY spectrum of cavernene D (4) in CDCl.
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Figure S33. NOESY spectrum of cavernene D (4) in CDCl;.
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Figure S34. IR spectrum of cavernene D (4).
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Figure S35. HRESIMS of cavernene D (4).

Elemental Composition Report

Tolerance = 10.0 PPM / DBE: min =-1.5, max = 50.0
Selected filters: None
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7 formula(e) evaluated with 1 results within limits (up to 50 closest results for each mass)
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WQ11-147H1 56 (1.934) AM (Cen,6, 80.00, Ar,5000.0,342.15,0.70); Sm (SG, 2x3.00); Cm (55:70) TOF MS ES+
' 354.2407 4.98e4
100+
%__
355.2508
ol 3611060 3522338 353.2680 3538554 355.1085 | 355.3805 356255 357.1539 357.3739 358.3782 356.6395
L T T LI B L LI B T LI L L B
351 00 ' 352.00 353.00 354.00 355.00 356.00 357.00 358.00
Minimum. 30.00 -1.5
Maximum:l 100.00 5.0 10.0 50.0
Mass 'RA Calc. Mass mDa PPM DBE i-FIT Formula

354.2407 - 100.00 354.2409 -0.2 -0.6 5.5 424.7 C21 H33 N 02 Na
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Figure S36. UV spectrum of cavernene D (4).
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Figure S37. '"H NMR spectrum of kalihinene E (5) in CDCls.
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Figure S38. °C NMR spectrum of kalihinene E (5) in CDCls.
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Figure S39. HSQC spectrum of kalihinene E (5) in CDCls.
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Figure S40. HMBC spectrum of kalihinene E (5) in CDCl;.
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L

Figure S41. 'H-"H COSY spectrum of kalihinene E (5) in CDCls.
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Figure S42. NOESY spectrum of kalihinene E (5) in CDCl;.
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Figure S43. IR spectrum of kalihinene E (5).
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Figure S44. HRESIMS of kalihinene E (5).

Elemental Composition Report

Multiple Mass Analysis: 2 mass(es) processed
Tolerance = 10.0 PPM / DBE: min =-1.5, max = 50.0
Selected filters: None

Monoisotopic Mass, Even Electron lons

53 formula(e) evaluated with 2 results within limits (up to 50 closest results for each mass)
Elements Used:

C:10-23 H:540 N:1-1 0:1-3 35CL 0-1 37Cl: 0-1

SIPI Q-Tof micro 19-Mar-2011,14:51:28
_ YA019 0.00000000
WQ11-149H 50 (1.728) AM (Cen,6, 80.00, Ar,5000.0,354.24,0.70); Sm (SG, 2x3.00); Cm (48:65) TOF MS ES+
X 368.2354 9.07e3
100
(7
%] 370.2330
369.2387
359.1544 361.1080 3623287 385.1945 366.2226 (3722495 5353751737 377.2036
o | L P ™ o oy : l o A A | | | | |= | ol ‘. ; 7 bt/
P R R RULER U S AL BN UG LI LR R I I IR I LRI LSS R Tt MIZ
358. 360.0 362.0 364.0 366.0 368.0 370.0 372.0 374.0 378.0
Minimum: 25.00 =125
Maximum: 100.00 5.0 10.0 50.0
Mass RA Calc. Mass mDa PPM DBE i-FIT Formula
368.2354  100.00 368.2356 sl -0.5 4.5 28.9 621 N 02 35Cl
370.2330  40.56 370.2327 0.3 0.8 4.5 502.6 C21 H35 N 02 37Cl
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Figure S45

. UV spectrum of kalihinene E (5).
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Figure S46. '"H NMR spectrum of kalihinene F (6) in CDCl;.
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Figure S47. >C NMR spectrum of kalihinene F (6) in CDCls.
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Figure S48. HSQC spectrum of kalihinene F(6) in CDCls.
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Figure S49. HMBC spectrum of kalihinene F (6) in CDCls.
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Figure S50. 'H-'"H COSY spectrum of kalihinene F (6) in CDCl;.
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Figure S51. NOESY spectrum of kalihinene F (6) in CDCl;.
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Figure S52. IR spectrum of kalihinene F (6).
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Figure S53. HRESIMS of kalihinene F (6).

Elemental Composition Report

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

Monoisotopic Mass, Even Electron lons

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

C:10-23 H:5-40 N:1-1 0:1-2 Na:1-1

55

SIPI Q-Tof micro 09-Apr-2011,13:56:04
YA019 0.00000000
WQ11-230H1 11 (0.387) AM (Med,6, Ar,5000.0,345.00,0.70); Sm (SG, 2x3.00); Cm (4:18) TOF MS ES+
354.2406 1.21e4
100
%
355.2441
1 353.2857 | 356.3513
o1 3502885 3510264 922975 3531580 | 3541033 3551457 | 3%6.0215 " [367.0149 357353 3580163
|I“'I/5|l1‘1|'..r\;||‘li‘]‘l“l‘.‘"!.“§l"'i-‘-'1: '\\[l\ll'\l‘\l!\\l}\r "\‘\l!‘[|-l\ll
350.00 351.00 352.00 353.00 354.00 355.00 356.00 358.00
Minimum: 30.00 ‘ ~1.5
Maximum: 100.00 5.0 50.0 50.0
Mass RA Calc. Mass mDa PPM DBE i-FIT
354.2406 100.00 354.2409 -0.3 -0.8 5.5 18.9 N 02 Na
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Figure S54. UV spectrum of kalihinene F (6).
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Figure S55. '"H NMR spectrum of kalihipyran C (7) in CDCl.

786"
366"
L10°
EEt
£87
iEEN
PLS”
89’
ey’
BE9”
F8L”
o6
596"
£86°
66"
£1o0°
880"
8Tt
or
6LT
€6l
0oz”
§1e”
68¢”
00%"
v
06¥%"
198"
688"
TET”
P91

9L8"
600"
FLO”
862"
€6t’
EER
6LS"
FI9°
579"

69T

LLO”
180"
LET”
9T

20

8,9,2

o~
-

19

3
1613 &J

—_
LS
-
(@] —
c
© o
> o
o
£
©
X
<
©
o
=)
)
o
SM
~
-
)
Z

CHO

PPrm



58

Mar. Drugs 2012, 10

Figure $56. >°C NMR spectrum of kalihipyran C (7) in CDCls.
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Figure S57. HSQC spectrum of kalihipyran C (7) in CDCls.

e )
°
~J <
o
.
-3
(6]
o
8
S
-]
w
e
S B
) 4
S -]o
o o, D
I3
i
% = — = = — = =
= o)) ul > w [\S) = o Vo) [ee) 3 [e)) Ul i w [\S]
o o o o o o o o o o o o o o o

T

59



Mar. Drugs 2012, 10 60

Figure S58. HMBC spectrum of kalihipyran C (7) in CDCls.
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Figure S59. 'H-'H COSY spectrum of kalihipyran C (7) in CDCl.
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Figure S60. NOESY spectrum of kalihipyran C (7) in CDCls.
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Figure S61. IR spectrum of kalihipyran C (7).
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Figure S62. HRESIMS of kalihipyran C (7).

Elemental Composition Report

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

Monoisotopic Mass, Even Electron lons

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

C:5-25 H:10-40 N:1-1 0O:1-2 Na:1-1

64

SIPI Q-Tof micro 20-May-2011,13:23:30
) . YA019 0.00000000
WQ11-311H1 63 (2.218) AM (Cen,8, 80.00, Ar,5000.0,360.05,0.70); Sm (SG, 2x3.00); Cm (62:72) TOF MS ES+
100- 352.2255 1.22e4
1
%_
] 353.2341
348.2475 549.1908
e i L SARRAN "w'"|~-w'|~~'w' 5 i i S S ; ' |--~,.mlz
347.0 348 0 349 0 350.0 351.0 352.0 353.0 354 0 355 0 356 0 358 0 359.0
Minimum: 45.00 e B
Maximum: 100.00 Bl 10:0 B0k 0
Mass RA Calc. Mass mDa PPM DBE LA
352.2255 100.00 352.2252 0.3 0.9 6.5 331.8 N 02 Na
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Figure S63. UV spectrum of kalihipyran C (7).
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