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1. Control experiments

We did some control experiments to explain whether the cyclopropylidene
enamide is the initial product formed in the reaction, as shown in the follow:
(1) First, we did the '"H NMR of the mixture before acidic hydrolysis to see whether the
cyclopropylidene enamide is generated in the reaction system. The ratio of the yield of the aldehyde
and the cyclopropylidene enamide is 1.8:1 through the 'H NMR of the mixture. After acidic

hydrolysis, the cyclopropylidene enamide is not left in the mixture.
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(2) We tried to isolate the cyclopropylidene enamide independently using Maulide's procedure
(Chem. Eur. J. 2014, 20, 10636), however, the cyclopropylidene enamide is highily instable, we
can’t afford the cyclopropylidene enamide, the '"H NMR of the isolated product showed that the

cyclopropylidene enamide is not stable using whether acidic silica gel or basic alumina.
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(3) The dr value is 4:1 before acidic hydrolysis, and the dr value increased to 10:1 after acidic

hydrolysis.
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Figure 1: "H NMR of the mixture after acidic hydrolysis
Figure 2: "H NMR of the mixture before acidic hydrolysis
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NMR Spectra of 3
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NMR Spectra of 4

3.

€168T

S1s8 T
S8 NW
BT

8269 65—

GEG19—

Nmmvh
%v—.n
£ 13
GZES L
8055 £
IS L

1066 L
9800

Uﬂ L LL

|

o

NH,
I\

0
L

Ph
v

L+l '

=004

601

Fe0

00 05

05

9.0 85 80 75 70 65 6.0 55 5.0 45 4.0 35 30 25 20 15

95

88T —

V9S4 ST~
1200 22

861 9L
1870 hhw
099€ LL

69€ T
ﬂ_wmn_V

9SE el —
S86E LEV—

vE08 1L —

80rL 961 —

NH,

Ph

T T
10 100

T
120

T
180

T
190

T
210

T
220

T
230

S25



NMR Spectra of 5
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