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1. H/D Exchange Experiment (Scheme 3 a)

To a dried screw capped vial with a spinvane triangular-shaped Teflon stirbar were added 1ba
(18.5 mg, 0.10 mmol), [Cp*Col2]> (4.8 mg, 10 mol %), AgNTf. (7.8 mg, 20mol %) AgOAc
(3.3 mg, 20 mol%), CD30D (40 uL) and 1,2-dichloroethane (0.5 mL) under argon atmosphere.
The reaction mixture was stirred at 80 °C for 12 h, cooled to room temerature, filtered through
a pad of celite and then washed with EtOAc (10 mL x 3). The solvent was removed under
reduced pressure and the extents of deuterium incorporation was measured by 'H NMR
analysis of the crude mixture.
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Figure S1. CrudeH NMR for H/D exchange experiment of 1i with CD3zOD.
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2. Intermolecular competitive Experiment (Scheme 3 b)

Me Cl Me

2 (0.1 mmol)

[Cp*Cols], (5 mol %)
AgNTf5 (20 mol %)

n >
</N | SN </N | SN AgOAc (20 mol %) </N | SNOF
/g N/) /2 N/) TFE, 80 °C, 12 h /2 N/) /k
1 1m 3i: 43%
(1.0 equiv. each) ("H NMR yields)

3m: 15%

To a dried screw capped vial with a spinvane triangular-shaped Teflon stirbar were added 1i
(18.5 mg, 0.10 mmol), 1m (18.5 mg, 0.10 mmol), N-iodosuccinimide (18.5 mg, 0.10 mmol),
[Cp*Col2]2 (4.8 mg, 10 mol %), AgNTf. (7.8 mg, 20 mol %) AgOAc (3.3 mg, 20 mol%), TFE
(0.5 mL) under argon atmosphere. The reaction mixture was stirred at 80 °C for 12 h, cooled
to room temerature, poured into water (20 mL) and then washed with EtOAc (15 mL x 2). The
organic layer was washed with 1IN NaOH (15 mL), dried over Na>SO4 and filtered. The
solvent was evaporated under reduced pressure. The conversions of 3i amd 3m was
determined by *H NMR analysis of the crude mixture using 1,1,2,2-tetrachloroethane as a

internal standard.
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Figure S2. CrudeH NMR for intermolecular competitive experiment between 1i and 1m.
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3. Spectral Copies of *H and *C NMR of
Compounds Obtained in this Study
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6-(2-1odophenyl)-9-isopropyl-9H-purine (3a)
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(3b)

-purine

9-Benzyl-6-(2-iodophenyl)-9H
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(3¢)

-purine

9-Butyl-6-(2-iodophenyl)-9H
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9-Ethyl-6-(2-iodophenyl)-9H-purine (3d)

6z'y
(A4 W
ey
87 \

€06 —

Fore

&
88 8
22 2

43

5.0 4.5

5.5

9.5

10.0

f1 (ppm)

€€'6L —

806 —

85°9L
00°2L W
iL

€866 —

v0'gzL~_
L2081

TN
orieL

06'6€1 ~_
sLovL -

€SPYL —
10251 —

£€6'851 —

N

170 160 150 140 130 120 110 100 90
f1 (ppm)

180

S8



6-(2-1odophenyl)-9-methyl-9H-purine (3e)
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6-(2-1odo-4-methoxyphenyl)-9-isopropyl-9H-purine (3h)
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6-(2-1odo-4-methylphenyl)-9-isopropyl-9H-purine (3i)
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6-(3-1odo-[1,1'-biphenyl]-4-yl)-9-isopropyl-9H-purine (3j)
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6-[4-(tert-Butyl)-2-iodophenyl]-9-isopropyl-9H-purine (3k)
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6-[4-(Benzyloxy)methyl-2-iodophenyl]-9-isopropyl-9H-purine (3I)
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6-(4-Chloro-2-iodophenyl)-9-isopropyl-9H-purine (3m)
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6-(4-Fluoro-2-iodophenyl)-9-isopropyl-9H-purine (3n)
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1-[3-i0do-4-(9-isopropyl-9H-purin-6-yl)phenyl]ethanone (30)
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4-(9-Butyl-9H-purin-6-yl)-3-iodobenzaldehyde (3p)

000 —

1670
60 /
96'0~\L
1z
(A%
se'l W
1807
o'l \
98'L
AN
16'L-F
€6'1
96°L
16°L

[1%4

@7y L
[A24 v

0zL—

69°L
(293 /
6°L
€6°L
S6°L
S6°L N
80'8

Sv'8
9’8 v

506 —

966 —

5160
©56°0
+96'0

4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

5.0 4.5

5.5
f1 (ppm)

7.5 7.0 6.5 6.0

8.0

10.5 10.0 9.5 9.0 8.5

11.0

8v'EL —

2661 —
681 —

56y —

86°9L
00°LL W
erLL

7’96 —

v8'8Z1L ~_
6£°1EL~
99'LEL "

197281 —
LWL~
[D¥43
144143 V
oL'zsk
8€°2ZS 1 >

6G°L51 —

82061 —

200 190 180 170 160 150 140 130 120 110f1 ( 10% 90 80 70 60 50 40 30 20 10
ppm

210

S18



Methyl 3-iodo-4-(9-isopropyl-9H-purin-6-yl)benzoate (3q)
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(E)-Ethyl 3-(4-(9-butyl-9H-purin-6-yl)-3-iodophenyl)acrylate (3s)
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6-(5-Chloro-2-iodophenyl)-9-isopropyl-9H-purine (3t)
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1-[4-1odo-3-(9-isopropyl-9H-purin-6-yl)phenyl]ethanone (3u)
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6-(2-1odo-5-methoxyphenyl)-9-isopropyl-9H-purine (3v)
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6-(3-1odonaphthalen-2-yl)-9-isopropyl-9H-purine (3x)
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6-(2-Bromophenyl)-9-isopropyl-9H-purine (5a)
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9-Benzyl-6-(2-bromophenyl)-9H-purine (5b)
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9-Butyl-6-(2-bromophenyl)-9H-purine (5c¢)
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6-(2-Bromo-4-methylphenyl)-9-isopropyl-9H-purine (5d)
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6-(3-Bromo-[1,1'-biphenyl]-4-yl)-9-isopropyl-9H-purine (5e)
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6-(5-Bromothiophen-2-yl)-9-isopropyl-9H-purine (7a")
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6-(3-Bromothiophen-2-yl)-9-isopropyl-9H-purine (7a)
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6-(3-Bromo-5-methylthiophen-2-yl)-9-isopropyl-9H-purine (9a)
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6-(3-1odo-5-methylthiophen-2-yl)-9-isopropyl-9H-purine (9b)
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6-([1,1'-Biphenyl]-2-yl)-9-isopropyl-9H-purine (14)
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(16)

-purine

9-1sopropyl-6-(2-(phenylthio)phenyl)-9H
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17)

-purine

6-(2-Butoxyphenyl)-9-isopropyl-9H
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