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Development of synthetic methods abouti-Alkoxyimidoyl halides

Abstract : Previously we have reported a novel atefhr the synthesis ®-Alkoxyimidoyl Halides by usingi-nitro ketones and
alkyl halides in the presence of an acid. In tsetion N-Alkoxyacylimidoyl Halides were probably formed Ihetreaction of alkyl
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halide and nitrile oxide which was formed fraanitro ketone. In this study, we tried to synthesiarioudN-Alkoxyimidoyl Halides

from alkyl halides and nitrile oxides. For instareenixture of Phenylnitromethane, Ethylchloroforeend EN in dichloroethane

was stirred for 6 hour at 9Q in order to obtaiN- [(ethoxycarbonyl)oxyBenzenecarboximidoyl Chloridie 65 % yield.
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Scheme 2. Synthesis of 4'
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Table 2. Reaction Between 1 or 2 and Chloroformate[3c or 3d]

(0]
recursors
P of 0 EtzN (2 mmol) RYN\O)LR
+ —  » '
Nitrile oxide Cl R' o
DCE, 90°C, 6 h
[1or2] [3c or 3d] cl [4]
Run 1 R' (3) Yield of 4 (%)
1 Ph” NO, OEt (3c) 65
la
N.OH
2 . OEt (3c) 79
Ph™,, Cl
NI,OH
3 /@)\Q OEt (3¢c) 97
O2N
2b
NI.OH
4 /©)\CI OEt (3¢c) 79
~N
o 2c
5 2a Ph (3d) N.D.
6 la Ph (3d) N.D.

HB5 720> 72(Run 6).
Table 1. Synthesis of 4 using NaHSO,4/SiO,
NaHS0,/Si0, N J<
R/\NOZ + X (2.1 mmol/g, 0.5 g) - \r/ [0)
Solvent, 80°C, 24 h X
[1] [3] [4]
. a)
Run 1 X @3) Solvent Yield of 4
[%]
1 Ph"NO, Br (3a) Toluene N.D.P)
la
2 la Br(3a)  Dichloroethane N.D.”
3 la Br (3a) Cyclohexane 3
4°) la Br (3a) Cyclohexane 8
5 la 1 (3b) Cyclohexane trace
NO,
6°) MeO Br (3a) Cyclohexane  N.D.?
1b

a) Isolated yield. b) Not Detected c) Used NaHSO,/SiO, (2.1 mmolig, 4.0 g) as catalyst
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Scheme 5. Synthesis of 4aa using K,CO3/SiO»

a) Isolated yield
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