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Figure S1.Key NOESY correlations of 1-11.
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Figure S2. 'TH NMR spectrum (600 MHz) of carabrolate A (1) in CDCl;

4.0

6.0

ot

L¥8—

LTel—

0'6EL—

0Lk~

GELL~
6L

fid

2

e

19 23

BIISY
13C

|

10

10

10 20

60

70

80

T
490

S6

(ppm)

Figure S3. 13C NMR spectrum (150 MHz) of carabrolate (1) in CDCl;
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Figure S25. HSQC spectrum (600 MHz) of carabrolate C (3) in CDCl;
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Figure S26. 'H-'H COSY spectrum (600 MHz) of carabrolate C (3) in CDCl;

Lo, _JMJLLLUA

BHSY-26-25-2-4. 6. ser
HMBC
—— i éz: 4' 80
— 8 o < Oy
— ©
. 0 . o o
8 o 38 B 3%@- o g
_ ¢ o b o 8
S — e ® @ }
—————— o ° o 8 m# &
e o i
—— . 0 =] 0
=] o -
— o @0 O ’Iﬁ
= é [] P o @@ )
[}
— o0 @ Q0
T T T T T T T T T T T T T T T
7.0 6.3 6.0 5.3 5.0 4.5 1.0 35 3.0 2.5 2.0 1.5 1.0 0.5 0.0

£2 {pom)

Figure S27. HMBC spectrum (600 MHz) of carabrolate C (3) in CDCl;
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Figure S28. NOESY spectrum (600 MHz) of carabrolate C (3) in CDCl;
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Figure S29. UV spectrum of carabrolate C (3) in MeOH

S19

L {ppm)



wl [Multipoint Baseline Correction —
|
S
1 < g
98 — N =
, ™ =
Q
sl o
| o H \
96 — o] | (&
1 & & 23
| b~ S —
- 5 §E"
i b
94 — o Y
i S 2
: g g
1 <
92—
i |
o™
| N
o
-1 o™
o
90— /
T T I T T T ‘ T T T ‘ T T T l T I T T [ T T ] T T
3500 3000 2500 2000 1500 1000
FTIR Measurement cm1

Figure S30. IR spectrum (film on KBr plate) of carabrolate C (3)
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Figure S31. HRESIMS spectrum of carabrolate C (3)
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Figure S32. 'TH NMR spectrum (600 MHz) of carabrolate D (4) in CDCl;
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Figure S33. 3C NMR spectrum (150 MHz) of carabrolate D (4) in CDCl;
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Figure S35. HSQC spectrum (600 MHz) of carabrolate D (4) in CDCl;
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Figure S36. 'H-'H COSY spectrum (600 MHz) of carabrolate D (4) in CDCl;
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Figure S37. HMBC spectrum (600 MHz) of carabrolate D (4) in CDCl;
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Figure S38. NOESY spectrum (600 MHz) of carabrolate D (4) in CDCl;
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Figure S39. UV spectrum of carabrolate D (4) in MeOH
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Figure S40. IR spectrum (film on KBr plate) of carabrolate D (4)
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Figure S41. HRESIMS spectrum of carabrolate D (4)
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Figure S42. 'TH NMR spectrum (600 MHz) of carabrolate E (5) in CDCls
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Figure S43. 3C NMR spectrum (150 MHz) of carabrolate E (5) in CDCl;
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Figure S44. DEPT 135 spectrum (150 MHz) of carabrolate E (5) in CDCl;
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Figure S45. HSQC spectrum (600 MHz) of carabrolate E (5) in CDCl;
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Figure S46. 'H-'H COSY spectrum (600 MHz) of carabrolate E (5) in CDCls
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Figure S47. HMBC spectrum (600 MHz) of carabrolate E (5) in CDCl;
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Figure S48. NOESY spectrum (600 MHz) of carabrolate E (5) in CDCl;
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Figure S49. UV spectrum of carabrolate E (5) in MeOH
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Figure S50. IR spectrum (film on KBr plate) of carabrolate E (5)
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Figure S51. HRESIMS spectrum of carabrolate E (5)
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Figure S53. 3C NMR spectrum (150 MHz) of carabrolate F (6) in CDCl;
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Figure S54. DEPT 135 spectrum (150 MHz) of carabrolate F (6) in CDCl;
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Figure S55. HSQC spectrum (600 MHz) of carabrolate F (6) in CDCl;
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Figure S57. HMBC spectrum (600 MHz) of carabrolate F (6) in CDCl;
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Figure S58. NOESY spectrum (600 MHz) of carabrolate F (6) in CDCl;
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Figure S59. UV spectrum of carabrolate F (6) in MeOH
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Figure S60. IR spectrum (film on KBr plate) of carabrolate F (6)
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Figure S61. HRESIMS spectrum of carabrolate F (6)
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Figure S62. 'TH NMR spectrum (600 MHz) of carabrolate G (7) in CDCl;
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Figure S64. DEPT 135 spectrum (150 MHz) of carabrolate G (7) in CDCl;
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Figure S65. HSQC spectrum (600 MHz) of carabrolate G (7) in CDCl;
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Figure S66. 'H-'H COSY spectrum (600 MHz) of carabrolate G (7) in CDCl;
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Figure S67. HMBC spectrum (600 MHz) of carabrolate G (7) in CDCl;
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Figure S75. HSQC spectrum (600 MHz) of carabrolate H (8) in CDCl;
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BHSY-31-20-10a. 6. ser
HHBC
— H b
@ g
? % % 5
=% ®a @ 20
— - ® ‘e - °
— . ® it R TR
—— | P e
— ° K P © 'n’a‘g»° o
— cam Y L B k10
E .
E i - 60
I s e . a4,
4 ] o® ° L] Lso
100
el 120
SEN]
160
—3 . WS o
o o b 180
200
r T T T T T T T T T T T T T T T y
8.5 8.0 7.5 7.0 65 6.0 5.5 5.0 1.5 1.0 <EL L0 25 2.0 1.5 LO 05 0.0 0.5

£2 {pem)

Figure S77. HMBC spectrum (600 MHz) of carabrolate H (8) in CDCl;
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Figure S78. NOESY spectrum (600 MHz) of carabrolate H (8) in CDCl;
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Figure S86. 'H-'H COSY spectrum (600 MHz) of carabrolate I (9) in CDCls
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Figure S87. HMBC spectrum (600 MHz) ofcarabrolate I (9) in CDCl;
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Figure S91. HRESIMS spectrum of carabrolate I (9)
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Figure S95. HSQC spectrum (600 MHz) of carabrolate J (10) in CDCl;
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Figure S96. 'H-'H COSY spectrum (600 MHz) of carabrolate J (10) in CDCls
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Figure S97. HMBC spectrum (600 MHz) of carabrolate J (10) in CDCl;
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Figure S101. HRESIMS spectrum of carabrolate J (10)
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Figure S103. 3C NMR spectrum (150 MHz) of carabrolate K (11) in CDCl;
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Figure S105. HSQC spectrum (600 MHz) of carabrolate K (11) in CDCl;

S57

£1 (ppm)



BHSS3-37-4_0526. 4. ser

)

5

6

ks

BHSS-3-37-25-4 o°
e
(]
@
H
@
]
L]
] ] (=]
k]
j o® . P
@ [}
— @’w ®
L
-
- '] ®
5
T T T T T T T T T T T T T T T T T T 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 20 1.5 1.0 0.5 0.0 0.2

2 (ppm)
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Figure S108. NOESY spectrum (600 MHz) of carabrolate K (11) in CDCl;
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Figure S110. IR spectrum (film on KBr plate) of carabrolate K (11)
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Score Diff
Formula (M) Mass Mass (MFG) m/z (Calc) Ion Formula m/z
(MFG) (ppm)
C33Hs404 99.64 514.4018 514.4022 532.436 0.85 C33HsgNO, 532.4356
C33Hs404 99.65 514.4018 514.4022 537.3914 0.84 C33Hs4NaO, 537.391

Figure S111. HRESIMS spectrum of carabrolate K (11)
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Score
Formula (M) Mass Mass (MFG) | m/z (Calc) Diff (ppm) Ion Formula m/z
(MFG)
C36Hs307 99.87 602.4178 602.4183 620.4521 0.8 C;36HeNO; 620.4516
C36Hs307 99.98 602.4181 602.4183 625.4075 0.29 C;6HsgsNaO, 625.4073

Figure S112. HRESIMS spectrum of the ketal of carabrolate E (5)
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Counts (%) vs. Mass-to-Charge (m/z)

Formula (M) Score (MFG) Mass Mass (MFG) m/z (Calc) Diff (ppm) Ion Formula m/z
C;36Hs307 97.7 602.4195 602.4183 603.4255 -2.11 Cs6Hs5007 603.4268
C;36Hs307 98.18 602.4194 602.4183 625.4075 -1.87 C;36HssNaO; 625.4086

Figure S113. HRESIMS spectrum of the ketal of carabrolate F (6)
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Figure S114. MS/MS spectrum (positive mode) of carabrolate G (7).
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Figure S115. MS/MS spectrum (positive mode) of carabrolate K (11).
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Figure S116. 'H NMR spectra (600 MHz) of 5, 5a, 5b, and 5¢ in CsDsN. 5a: the ketal
of 5; Sh: (S)-MTPA esters of S5a; 5b: (R)-MTPA esters of Sa.
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Figure S117. '"H-'H COSY spectra (600 MHz) of 5b and 5¢ in CsDsN.
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Figure S118. Enlarged 'H-'"H COSY spectra (600 MHz) of 5b and 5¢ in CsDsN.
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Figure S119. "H NMR spectra (600 MHz) of 6, 6a, 6b, and 6¢ in CsDsN. 6a: the ketal
of 6; 6b: (S)-MTPA esters of 6a; 6b: (R)-MTPA esters of 6a.
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6b: (S)-MTPA esters
6¢: (R)-MTPA esters

Figure S120. '"H-'H COSY spectra (600 MHz) of 6b and 6¢ in CsDsN.
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Figure S121. Enlarged '"H-'H COSY spectra (600 MHz) of 6b and 6c¢ in CsDsN.
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6c: R = R-MTPA

" A g g values for the Mosher ester (6b and 6¢).
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Figure S122. "H NMR spectra (600 MHz) of 9, 9a, and 9b in CsDsN. 9a: (S)-MTPA
esters of 9; 9b: (R)-MTPA esters of 9.
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Figure S123. '"H-'H COSY spectra (600 MHz) of 9a and 9b in CsDsN.
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Figure S124. Enlarged 'H-'H COSY spectra (600 MHz) of 9a and 9b in CsDsN.
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