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Scheme 1. Annularin | (3) and annularin J (4).

Annularin | (3)

Colorless oil; *H NMR and **C NMR data, see Table 1 of the main manuscript; HRESIMS [M + H]" calcd. for
Ci11H1603: 197.1177; found 197.1210. LRAPCIMS (Daughter ion, 20 eV) m/z: 197 ([M + H]", 45%), 153 (26), 139 (27),
125 (60), 109 (100).
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Figure S1. HRESIMS spectrum of compound 3 (annularin 1).
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Figure S2. Expansion of HRESIMS spectrum of compound 3 (annularin 1).
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Figure S3. 'H NMR (300 MHz, CDCI3) spectrum of compound 3 (annularin 1).




_76.575

<
S ®
L5 2
'3 o ~
el L ©
~ 1 ©
~ d
o L ®
@ o~
~ w
. Lo
)
5 g <
-
: g
w ©
o~
L ©
]
-
|
<
®
©
. o~
@ w
~ o
~
-

157.922

170.974
——111.75S

——164.858

{ I . AR 2 i | il TV - e JJ J‘.

L Y g A T Lot | ag " o

T T LGN OB 2 At (41, B S T Tt A G B 3 5 S [ 7R T 2 R i 7 7 I P A LA ) T 20 (o 90 i ) it 1 o

160 140 120 100 80 60 40 20 ppm

Figure S4. *C NMR (75 MHz, CDCls) spectrum of compound 3 (annularin I).
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Figure S5. DEPT (75 MHz, CDCls3) spectrum of compound 3 (annularin 1).
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Figure S6. COSY (300 MHz) spectrum of compound 3 (annularin ).
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Figure S7. HETCOR (300 MHz) spectrum of compound 3 (annularin I).
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Figure S8. HMBC (300 MHz) spectrum of compound 3 (annularin ).
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Figure S9. HMBC (300 MHz) spectrum of compound 3 (annularin I) (from 22 to 35 ppm).
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Figure S10. HMBC (300 MHz) spectrum of compound 3 (annularin 1) (from 151 to 177 ppm).
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Figure S11. HMBC (300 MHz) spectrum of compound 3 (annularin 1) (from 10 to 38 ppm).
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Figure S12. HMBC (300 MHz) spectrum of compound 3 (annularin I) (from 99 to 190 ppm).

Annularin J (4)

Colorless oil; *H NMR and **C NMR data, see Table 1 of the main manuscript; HRESIMS [M + H]" calcd. for
CuiHi604: 213.1095; found: 213.1132. LRAPCIMS (Daughter ion, 20 eV) m/z: 213 ([M + HJ", 22%), 153 (100), 141
(22), 125 (70).
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Figure S13. HRESIMS spectrum of compound 4 (annularin J).
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Figure S14. 'H NMR (300 MHz, CDCls) spectrum of compound 4 (annularin J).
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Figure S15. *C NMR (75 MHz, CDCI;) spectrum of compound 4 (annularin J).
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Figure S16. DEPT spectrum of compound 4.
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Figure S17. HETCOR (300 MHz) spectrum of compound 4 (annularin J).

11



- —

= e = e s S R R e

o

e iy,

F1 (ppm)

Figure S18. HMBC (300 MHz) spectrum of compound 4 (annularin J).
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