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S0. Observed data for known compounds.

8-oxo-tryptamine (4): red oil, *H and *3C NMR data see Supporting Information; HRESIMS m/z
175.0993 [M + H]* (calcd for C10H11N,0, 175.0871).

Tryptamine (5): white powder, *H and *C NMR data see Supporting Information; HRESIMS m/z
161.1219 [M + H]" (calc for CioH13N,, 161.1079).

(E)-6-bromo-2’-demethyl-3’-N-methylaplysinopsine (6) : yellow oil, *H and 3C data see Supporting
Information; HRESIMS m/z 335.0325 [M + H]* (calc for C14H14N4O%'Br, 335.0331).

(Z)-6-bromo-2’-demethyl-3’-N-methylaplysinopsine (7) : yellow oil, *H and 13C data see Supporting
Information; HRESIMS m/z 335.0325 [M + H]* (calc for C14H14N4O%'Br, 335.0331).



Figure S1: HRMS spectrum for 6,6’-bis-(debromo)-gelliusine F (1)
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Figure S2: 'H NMR (300 MHz, MeOD) spectrum for 6,6’-bis-(debromo)-gelliusine F (1)
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Figure S3: 13C NMR (300 MHz, MeOD) spectrum for 6,6’-bis-(debromo)-gelliusine F (1)
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Figure S4: *H-'H COSY NMR (300 MHz, MeOD) spectrum for 6,6’-bis-(debromo)-gelliusine F (1)
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Figure S5: HSQC NMR (300 MHz, MeOD) spectrum for 6,6’-bis-(debromo)-gelliusine F (1)
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Figure S6: 'H-13C HMBC NMR (300 MHz, MeOD) spectrum for 6,6’-bis-(debromo)-gelliusine F (1)
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Figure S7: HRMS spectrum for 6-bromo-8,1’-dihydro-isoplysin A (2)
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Figure S8: 'H NMR (300 MHz, MeOD) spectrum for 6-bromo-8,1’-dihydro-isoplysin A (2)
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Figure S9: 13C NMR (300 MHz, MeOD) spectrum for 6-bromo-8,1’-dihydro-isoplysin A (2)
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Figure $10: *H-'H COSY NMR (300 MHz, MeOD) spectrum for 6-bromo-8,1’-dihydro-isoplysin A (2)
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Figure S11: HSQC NMR (300 MHz, MeOD) spectrum for 6-bromo-8,1’-dihydro-isoplysin A (2)
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Figure $12: 'H-13C HMBC NMR (300 MHz, MeOD) spectrum for 6-bromo-8,1’-dihydro-isoplysin A (2)
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Figure S13: HRMS spectrum for 5,6-dibromo-8,1’-dihydro-isoplysin A (3)
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Figure S14: *H NMR (600 MHz, MeOD) spectrum for 5,6-dibromo-8,1’-dihydro-isoplysin A (3)
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Figure S15: 3C NMR (600 MHz, MeOD) spectrum for 5,6-dibromo-8,1’-dihydro-isoplysin A (3)
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Figure S16: *H NMR (600 MHz, MeOD) spectrum for 8-oxo-tryptamine (4)
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Figure S17: 3C NMR (600 MHz, MeOD) spectrum for 8-oxo-tryptamine (4)
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Figure $18: 'H NMR (300 MHz, MeOD) spectrum for tryptamine (5)
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Figure $19: 13C NMR (300 MHz, MeOD) spectrum for tryptamine (5)
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Figure $20: *H NMR (500 MHz, DMSO) spectrum for (E)-6-bromo-2’-demethyl-3’-N-methylaplysinopsine (6) and (2)-6-bromo-2’-demethyl-3’-N-methylaplysinopsine (7)
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Figure $21: 3C NMR (500 MHz, MeOD) spectrum for (E)-6-bromo-2’-demethyl-3’-N-methylaplysinopsine (6) and (2)-6-bromo-2’-demethyl-3’-N-methylaplysinopsine (7)
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