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Figure S1. *H NMR spectrum (600 MHz) of 6-Br-8-keto-conicamin A (2) in DMSO-d6.
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Figure S2. 13C NMR spectrum (150 MHz) of in DMSO-d6.
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Figure S3. gHSQCAD spectrum (600MHz) of 6-Br-8-keto-conicamin A (2) in DMSO-d6.
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Figure S4. gHMBCAD spectrum (600MHz) of 6-Br-8-keto-conicamin A (2) in DMSO-d6.

L

I

||| |

o 2
a8 -
op o
8 7

55
65
75
85

95
1100
105
110
115
10E
'.15\&
10
15
140
145
1D
1155

165

EEEE



Figure S5. 'H spectrum (600 MHz) of 6-bromo-B-oxo-N, N, N-trimethyl-tryptamine (formate salt) in DMSO-d6.
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Figure S6. 13C spectrum (150 MHz) of 6-bromo-8-keto-N, N, N-trimethyl-tryptamine (2s) (formate salt) in DMSO-d6.
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Figure S7. 'H spectrum (600 MHz) of 5-bromo-8-keto-N, N,N-trimethyl-tryptamine (3) (formate salt) in DMSO-d6.
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Figure S8. 13C spectrum (150 MHz) of 5-bromo-8-keto-N, N, N-trimethyl-tryptamine (3) (formate salt) in DMSO-d6.

w0 0O OCOoOOwmnN

2 SE898838 5 3

3 RER/EQ[LITT © @

s -— T — © o

| W SNV e |
N-Mes

10



Figure S9. Stacked 3C NMR spectra of the natural product and 5- and 6-bromo isomers of beta-keto-N,N,N-trimethyl-tryptamine (150MHz, DMSO-d6)

5-bromo-b-oxo-N,N,N-trimethyl tryptamine V

JS T b~
A

6-bromo-b-oxo-N,N,N-trimethyl tryptamine

a

N N

6-Br-8-keto-conicamin A (2)

ﬂ
,
S 1 J -



Figure $10. Stacked 3C NMR spectra of the natural product and 5- and 6-bromo isomers of beta-oxo-tryptamine (150MHz, DMSO-d6)
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Figure S11. *H spectrum (600 MHz) of 5uL formic acid in DMSO-d6. Note that chemical shift varies with presence of other compounds.
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Figure $12. 13C spectrum (150 MHz) of 5ul formic acid in DMSO-d6. Note that chemical shift varies with presence of other compounds.
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Figure $13. *H spectrum (600 MHz) of 2-(6-Bromo-1H-indol-3yl)-2-(trimethylsiloxy)acetonitrile (7) in DMSO-d6.
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Figure $14. 13C spectrum (150 MHz) of (6-Bromo-1H-indol-3yl)-(trimethylsiloxy)acetonitrile (7) in DMSO-d6.

AERBE5RIG
HARNKRSIIC
reoryrTeTTrTTYTTYyY " YT"Y™ Y
|______|.____1L_ [ ._\\\/ rd)_’_ I B

-56.84

-0.23

........



Figure $15. 'H spectrum (600 MHz) of 6-bromo-1H-indol-3-carbonyl cyanide (9) in DMSO-d6.
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Figure $16. 13C spectrum (150 MHz) of 6-bromo-1H-indol-3-carbonyl cyanide (9) in DMSO-d6. Unmarked peaks are putatively of reduced DDQ (predicted 13C
NMR: 151.5, 129.0, 113.5, 102.8 via nmrdb.org) or other aprotic contaminants as there are no associated proton signals (see above). However rigorous

assignment was not done at this stage.
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Figure S17. 'H spectrum (600 MHz) of 8-keto-tryptamine (10) in DMSO-d6.
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Figure $18. 13C spectrum (150 MHz) of 8-keto-tryptamine (10) in DMSO-d6.
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Figure S19. H spectrum (500 MHz) of 6-Br-8-keto-tryptamine (11) (formate salt) in DMSO-d6.
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Figure $20. 13C spectrum (125 MHz) of 6-Br-8-keto-tryptamine (11) in DMSO-d6.
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Figure S21. H spectrum (500 MHz) of 5-Br-8-keto-tryptamine (12) (formate salt) in DMSO-d6.
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Figure $22. 13C spectrum (125 MHz) of 5-Br-8-keto-tryptamine (12) in DMSO-d6.

3 SRR 8
& SAEQAREIE I3
i Sy S S |
Wi e R AR
20 200 180 160 140 120 100 8 60 40 20 0

PPM

24



Figure $23. 'H spectrum (600 MHz) of 8-keto-N,N,N-trimethyl-tryptamine (13) (formate salt) in DMSO-d6.

-3.322

—2.500 DMSO-d6

WW—0) OO wn
B 88 &
000000 NI~ —
N e ]
i) l
&8_8 82 FQ_
: i T e N , ..
13 12 11 10 o) 8 7 6 5

25



Figure $24. 13C spectrum (150 MHz) of B-oxo-N, N, N-trimethyl-tryptamine (13) (formate salt) in DMSO-d6.
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Figure $25. *H spectrum (600 MHz) of 6-Br-8-keto-N, N-dimethyl-tryptamine (14) in DMSO-d6.
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Figure $26. gHMBCAD spectrum (600 MHz) of 6-Br-8-keto-N, N-dimethyl-tryptamine (14) in DMSO-d6.
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Figure S27. gHMBCAD spectrum (600 MHz) expansion of 6-Br-8-keto-N, N-dimethyl-tryptamine (14) in DMSO-d6.
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Figure $28. *H spectrum (600 MHz) of 5-Br-8-keto-N, N-dimethyl-tryptamine (15) in DMSO-d6.
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Figure S29. gHMBCAD spectrum (600 MHz) of 5-Br-8-keto-N, N-dimethyl-tryptamine (15) in DMSO-d6.
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Figure $30. gHMBCAD spectrum (600 MHz) expansion of 5-Br-8-keto-N, N-dimethyl-tryptamine (15) in DMSO-d6.
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Figure S31. 'H spectrum (600 MHz) of 8-keto-N,N-dimethyl-tryptamine (16) in DMSO-d6.
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Figure S32. gHMBCAD spectrum (600 MHz) of 8-keto-N,N-dimethyl-tryptamine (16) in DMSO-d6.
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Figure S33. gHMBCAD spectrum expansion (600 MHz) of 8-keto-N,N-dimethyl-tryptamine (16) in DMSO-d6.
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Figure $34. 'H spectrum (600 MHz) of 6-bromo-1H-indol-3-yl-carboxaldehyde (Tokyo Chemical Industry, Tokyo, Japan) (5) in DMSO-d6.
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Figure $35. 'H spectrum expansion (600 MHz) of 6-bromo-1H-indol-3-yl-carboxaldehyde (Tokyo Chemical Industry, Tokyo, Japan) (5) in DMSO-d6.

8.31
7.37
7.36
7.35
7.35

/
Y .

_-8.03
~8.02
771
771

__
—
_
| c—
—

o} o ™ o
o S) @© o
— — o —
T T T T T T T T T T T T T T T T
8.6 8.5 8.4 8.3 8.2 8.1 8.0 7.9 7.8 7.7 7.6 7.5 7.4 7.3 7.
ppm



Figure $36. 13C spectrum (150 MHz) of 6-bromo-1H-indol-3-yl-carboxaldehyde (Tokyo Chemical Industry, Tokyo, Japan) (5) in DMSO-d6.
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Figure S37. gHSQCAD spectrum (600 MHz) of 6-bromo-1H-indol-3-yl-carboxaldehyde (Tokyo Chemical Industry, Tokyo, Japan) (5) in DMSO-d6.
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Figure S38. NOESY spectrum (600 MHz, 600ms mixing time) of 6-bromo-1H-indol-3-yl-carboxaldehyde (Tokyo Chemical Industry, Tokyo, Japan) (5) in DMSO-d6.

llln

A

aldehyde

L ol
uﬂLﬁ S

"

{8.32,12.21}

N

{7.71, 12.22}
N

~7.0

-7.5

8.0

8.5

9.0

~9.5

-10.0

10.5

~11.0

-11.5

~12.0

~12.5

T
12.5

T
12.0

T
11.5

T
11.0

T
10.5

, . . .
10.0 9.5 9.0 8.5
ppm

40

8.0

ppm



