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Experimental Procedures of Mechanistic Studies

1. Deuteration experiments (Scheme 2a and 2b)

a. Parallel reactions.

a)
CHs N=C=0
EN;\(j Q Standard conditions
| P * 10 h
Me

O

N=C=
CD; .
N\ Standard condltlons= 3a-d,
| + 10h
= Me

In a glove box, two 25 mL Schlenk tubes equipped with stir bars were

KIE = 6.4

charged with [Cp*RhCl,], (3.1 mg, 5 mol %), AgSbF (6.9mg, 20 mol %),
p-tolylisocyanate (0.2 mmol), respectively. The tube was separately fitted
with a rubber septum, and removed out from the glove box. Then
8-methylquinoline (0.1 mmol) and 8-methylquinoline-d3 (0.1 mmol)
were separately added through the rubber septum using syringe under the
atmosphere of N,. 1,2-Dichloroethane (2 mL) was added to the Schlenk
tube though the rubber septum using syringes. The septum was replaced
by a Teflon screwcap under N, flow. The reaction mixture was stirred at
60 °C (pre-heated to 60 °C) for 10 h. After cooling down, the reaction
mixture of the two parallel tubes was mixed together. The solvent was
removed in vacuo and the residue was purified by chromatography on
silica gel (eluent: EtOAc/PE) to provide the corresponding products (3a

and 3a-d2), and then analyzed by NMR.
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S X Standard conditions
| + + > 3a + 3ad, KIE=8.1
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M

e

In a glove box, a 25 mL Schlenk tube equipped with a stir bar was
charged with [Cp*RhCl;], (6.2 mg, 5 mol %), AgSbFs (13.8 mg, 20
mol %), p-tolylisocyanate (0.4 mmol). The tube was separately fitted with
a rubber septum, and removed out from the glove box. Then
8-methylquinoline (0.1 mmol) and 8-methylquinoline-d3 (0.1 mmol)
were separately added through the rubber septum using syringe under the
atmosphere of N,. 1,2-Dichloroethane (2 mL) was added to the Schlenk
tube though the rubber septum using syringes. The septum was replaced
by a Teflon screwcap under N, flow. The reaction mixture was stirred at
60 °C (pre-heated to 60 °C) for 10 h. After cooling down, the solvent was
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removed in vacuo and the residue was purified by chromatography on

silica gel (eluent: EtOAc/PE) to provide the corresponding products (3a

and 3a-d2), and then analyzed by NMR.
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1H and 13C NMR spectra
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