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Table S 1: Attempted conditions for de-methylation of O-Methylmahanine

Entry Conditions Time Results
1! BBrs, DCM, -78 °C ~rt 30 min Decomposed
2? TMSCI, Nal,CH3CN,rt 45 min Decomposed
3 BFs-Et20, DMS, 0°C 30 min Decomposed
44 Trimethyliodosilane, DCM, rt 45 min Decomposed
5° AICl; in benzene,reflux, 24 h No reaction
6° Allz pyridine, MeCN 24 h No reaction
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'H NMR and **C NMR Spectra of all compounds

Scheme S1

'H NMR and **C NMR Spectra of compound 3a
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'H NMR and **C NMR Spectra of compound 3b
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'H NMR and **C NMR Spectra of compound 3c
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'H NMR, **C NMR and *°F NMR Spectra of compound 3d
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AP-1060 — 1D 19F experiment

—-117.439

-100

-105

-110

-115

T
-120
f1 (ppm)

S8

-125

-130

T

-135

-140

-145

-150



'H NMR, C NMR and *°F NMR Spectra of compound 3e
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AM-1149 — 1D 19F experiment
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'H NMR and **C NMR Spectra of compound 3f
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'H NMR and **C NMR Spectra of compound 3g
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'H NMR and **C NMR Spectra of compound 3h
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'H NMR and **C NMR Spectra of compound 3i
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'H NMR and **C NMR Spectra of compound 3j
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'H NMR and **C NMR Spectra of compound 3k
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'H NMR and **C NMR Spectra of compound 3l
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'H NMR and **C NMR Spectra of compound 3m
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'H NMR and **C NMR Spectra of compound 3n
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'H NMR and **C NMR Spectra of compound 30
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'H NMR, *C NMR and °F NMR Spectra of compound 3p
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AP-1118 — 1D 19F experiment
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'H NMR, **C NMR and *F NMR Spectra of compound 3q

Tog'e—

066'S—

0STL
65T'L
TLT'L
18T 'L
95z'L
mom.m%
28z'L-
P6Z'L
€0E'L
02€'L]
Sep'L]
29p'L ]
2892y
6L9'L

AP-1236-1H/1

ot

NHCOOMe

CF;

FoT1'g

ﬁﬁwo,m

——
@
Q
3

FEO'T
5007
66 T
007

9.0 8.5 8.0 75 7.0 6.5 6.0 5.5 5.0 45 40 35 30 25 20 15 10 0.5
f1 (ppm)

9.5

3.0

LBE'8T—

819'¢S—

SES'0CTA
hm.mﬂ.!/r
8/2'SeT
09b'£ZT+
196221~
b6T 62T
585'621
66L°0ET

EPY'BET— [
T8E'EPT—

HOS'BLT~
£00'6£77
£85'28T~

CF3

NHCOOMe

AP-1236-Cf1

180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

190

S23



AM-1236 — 1D 19F experiment
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'H NMR and **C NMR Spectra of compound 3r
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'H NMR and **C NMR Spectra of compound 3s
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'H NMR and **C NMR Spectra of compound 3t
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'H NMR and **C NMR Spectra of compound 3u
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'H NMR and **C NMR Spectra of compound 3v
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'H NMR and **C NMR Spectra of compound 3w
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'H NMR and **C NMR Spectra of compound 4
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'H NMR and **C NMR Spectra of compound 5
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'H NMR and **C NMR Spectra of compound 6
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'H NMR and **C NMR Spectra of compound 7
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'H NMR and **C NMR Spectra of compound 8
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'H NMR and **C NMR Spectra of compound 9
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'H NMR and **C NMR Spectra of compound 10
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'H NMR and **C NMR Spectra of compound 11
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'H NMR and **C NMR Spectra of compound 12
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'H NMR and **C NMR Spectra of compound 13
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'H NMR and **C NMR Spectra of compound 14
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'H NMR and **C NMR Spectra of compound 15
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'H NMR and **C NMR Spectra of compound 16
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Scheme S2: Intermolecular Molecular Kinetic Isotopic effect
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