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Kinetics

The kinetics of reactions of 1a with different electrophiles (structures are shown in Figure S1) in
anhydrous THF were monitored by stopped-flow UV/vis spectrophotometry on an Applied
Photophysics SX.20 instrument. In all measurements, the decrease of the absorption of 1a at 625 nm
was followed. The temperature of the drive syringes, the flow circuit, and the observation cell was
maintained constant at 20 °C (£ 0.2 °C) by use of a circulating bath cryostat. All solutions were prepared
in flame-dried Schlenk tubes under an atmosphere of dry argon.

EtOQC Ar
EtO,C
Ph

Ar/\rCOZEt ko | |
> Ph™ "N~ “Ph

Ph
©
e,
P "N SPh .~
\©/ CO,Et THF, 20 °C

E
1a 3a Ar=4-CN-CgH, -18.06 6
3b Ar = CgHs -20.55

3c Ar=4-Me-CgH;  -21.11
3d Ar =4-OMe-CgH, -21.47
3e Ar= 4-NM62-CGH4 -23.10

Further Electrophiles:

X CN  -19.05 ph/N\\c\\N,ph -20.14 X COatBU 2022

o - COEt 2452 Ph/\/CN -24.60

acrylonitrile N,N-diphenylcarbodiimide t-butyl acrylate (5)
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Figure S1. Electrophiles employed in the kinetic studies.
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1a + diethyl 2-(4-cyanobenzylidene)malonate (3a)
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1a + diethyl 2-(4-methoxybenzylidene)malonate (3d)
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1a + diethyl 2-(4-dimethylaminobenzylidene)malonate (3e)
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1a + acrylonitrile (ACN)

AEM-629; [a] only one kinetic run each.
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1a + N,N-diphenylcarbodiimide (PhNCNPh)

AEM-528
[1a]o (M) [PhNCNPh]o (M) fkobs (s™)
1.00 x 10 5.00 x 107 9.04 x 10°
1.00 x 10 2.00 x 10 3.76 x 10
1.00 x 10 3.00 x 10 5.90 x 10"
1.00 x 10™ 4.00 x 10 8.30 x 10!

k=210 x10°M"' s

1a + tert-butyl acrylate (5)

AEM-525
[lajoM)  [Slo(M) obs (51)
1.00 x 10°  1.00x 10%  1.43 x 10"
1.00 x 10°  2.00x 10%  3.30 x 10"
1.00 x 10°  3.00 x 107 4.94 x 10"
1.00 x 10°  4.00x 107 6.90 x 10"
1.00 x 10°  5.00x 102  8.92 x 10’

k=186x10°M"'s"

1a + ethyl cinnamate (4)
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1a + cinnamonitrile (11)
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