DAEHAN HWAHAK HWOEJEE

(Journal of the Korean Chemical Society)
Vol. 27, No. 1, 1983

Printed in the Republic of Korea

OfXj2ITl N-sAl=o| Bite{k Xi2|ed ROl BASH BF%e

gt - REE*
MR ARE CEEAE LB
EHETEMBRARE THLEH
(1982.7.5 H <)

Studies on the Oxidative Rearrangement of
Aziridine N-Oxides.

Se Chun Choi and Hyang Dong Jang*f
Department of Chemistry, Dankook University, Seoul 140, Korea
*Department of Industrial Chemistry, Gyung Gi National Technical Open College,
Seoul 130-02, Korea
(Received July 5, 1982)

2 9o ofAfd FEAEL ALdA opAd N-SA= SFEES A4sted 20z on,
N-SAZ BFEES o020 A/ oA dA" A4 4A EdeA Y = A&
g dogeh, N-SAE 2ol Faste A4HE YEZL 34 5t gL F248
o o] e ofAEd meY waddAtd dASsE XFEA Gz, of
3% FE7)8 Zo] N-SA = A2 7 whgo] 75T 3o FLAHEY
A2 ARFARE A 27D de fF2Y okxelde] AantErs A
o] dojt &l A sh3Eo] AU LI E B ARANE FfelE

A AEFoz FAFTES & 4 UAYEh ofs opAed mee AxoE 33 FEAS
LS Axd 32 FEIE °ﬂ‘%7li A g3 opAeld el Al g

e 77t el o2 MEstE AA ubgol dojuba N-3| =54 ofxe g

L

o

A8 gy

Y
s

Bt oo
do o go a0
RN

ABSTRACT. Aziridine derivatives were utilized for the formation of aziridine N-oxides at low
temperature, which were subject to easy decomposition and/or rearrangement like the protonated
aziridines at room temperature. ¢-Butyl nitroso compound formed by the decomposition of N-oxide
is easily characterized by its blue color and it is the major product in case that no branched alkyl
groups are substituted on the carbon atoms of the aziridine ring and the stationary groups on the
nitrogen are inert to rearrange the oxide such as the ¢-butyl group. The oxidative rearrangement
products, however, are mainly formed when the substituents are methyl or ethyl group on the
carbon atoms. It is interesting to see that the sigmatropic rearrangement of 2-ethyl aziridine gave
only cis olefinic compound selectively in case that ¢-butyl group was substituted on the nitrogen,
whereas N-hydroxy aziridine compounds were formed exclusively when ¢-butyl group was replaced

with ethyl group.
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d?=0.7798, N%=1.4139. [R]»r=36.2671.

IR(Nujol)em™ : 2920(s), 2860(m, 1450(s),

1370(s),  1240(m),  1220(m),  1050(m),

980(m), 760(m). NMR(CDCly)é:1.12(s,

9H), 2.71(d, 3H), 3.68(m, 3H)
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d3=0.7716, N%=1.4147, [R]»=41.2653.

IR (Nujol)em™1 : 2920(s), 2860(m), 1450(s),

1370(s), 1240(s), 1220(s), 1110(m), 1050

(s), 920(s), 890(s), 750(s). NMR(CDCly)

6:1.20(s, 9H), 1.69(¢:, 3H), 2.87(quin,

2H), 3.98(m, 3H)
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-3z Febe 13.4 E(%)oldrt. A9 YEZ
& SHEES olgsiigyg e Solz 3l UV
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vebibes, Aol g B8d 44, IR,
PMR % 94 £4& og3 2o
di=1.1485, N5=1.4352, [R)p=29.3671.
IR (Nujol)em™ : 3360(m), 2920(s), 2880(s),
1450(m), 1370(s), 1260(s), 1240(s), 1220
(), 1050(s), 920(m), 890(m), 740(s). NMR
(CDCl3)d 5 1.12(s, 9H), 3.42(d, 2H), 5.12
(m, 3H), 8.11(broad, 1H). QP4EA (C;Hys
NO) ; o] &3 C, 65.07, H, 11.70, N, 10. 8.
A&zt C,64.78, H, 11.96, N, 10.73.
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SGEe Axd Edas SAA o4AAE
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d?=1.06023, N$=1.4262, (R),=234.6285.

IR (Nujol)em™!
(5),16500m), 1450(m), 1370(s), 1240(s),
1220(s), 1060(m), 980(m), 740(s). NMR
(CDCly)é ;5 1.42(s, 9H), 2.21(d, 3H), 3.62

3 3380(m), 2940(s), 2890

(d,2H), 5.73(m, 2H), 9.31(broad, 1H).
- |aF4 (CHNO) : o] 23 C, '67.08, H,

11.96, N, 9.77. A4 C,66.98, H,12.08,

N, 9.67.

2.3.3 1-0i{2l-2-mj§! Ofx|2|cio| Atst 2.3.1
o FUE Bol st AP AF Azl
odte] AHE g 1-3]FA-2-vg ofx
gldo] 88.1 & (%)oldom, YEZA-ofEe
1.9 & (%)l A=A, =39 yeE=ZL 3
FEe oldslelgall e &z st UVel4
SATE A At 202nmoll A F5u A} ekt
o, XZM & ¥94 44, IR, PMR
4 dE4e g5 2o,

d?=1.5179, N%=1.1753, [(R),=18.802 C°.

IR (Nujol)em™ ; 3400(s), 2920(s), 2850(m),

2050(m), 1630(s), 1450(s), 1370(m), 680(s).

NMR(CDCly)é ; 1.32(d, 3H), 3.11(m, 3H),

6.81(broad, 1H) 94£%4 (C;H,NO): o} 23+

C 49.29, H, 9.65, N,19.16.

A"z C, 49.30, H, 9.66, N, 18.87

2.3.4. 1-0l|E!-2-0i% O}X|B|SIo| ALE}. 2.3.1
I 2 FYE Pyl gild A¥d A 4
Bholl 93t A4 ¥ &L 1-3 =84 -2-0"
obAl 2l 1o} 83.7 Z(%)olFond, UEZa-4
22 16.3 (%) A=Y, T4 JER

4 BREE oldsEa s &z de UV

A &4 A Jr Amex®k 292 nmol A F=ef 7}
vebted, A9 3hgEe] e84 44, IR,
PMR ¥ Y4842 g3 2o

d?=1.4998, N3=1.1812, (R),=21.6830.

L. R(Nujol)em™ ; 3400(s), 2960(s), 2850 (n),

2080(M), 1635(s), 1450(s), 1370(s),- 720

(m), 670(m). NMR(CDCly)é ; 1.32(t, 3H),

1.92(quin, 2H), 3.02(m,3H), 6.82(broad,

1H). 9474 (CHNO) : o] 23 C, 55.14,

H, 10.41, N, 16.07. A&z C, 55.29, H,

10.60, N, 15.78.
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