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ASYMMETRICAL NON-BRIDGEHEAD NITROGEN
I, DIASTEREOMERIC N-HALO-2-ALKYLAZIRIDINES
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An asymmetrical C(2) center in 2-alkylaziridines determines the formation
of a stable asymmetrical nitrogen center in the stereoselective N-halogenation

reaction (Table I) yielding N-haloaziridines with lknown hindered

TABIE I
NaOCL (eHaco),RC1 NaOBr (¢HaC0), NBr
Met NH trans/cis trans/cis trans trans
1.38/1.0 2/1 1P
Prt NH — trans trans trans
inversion of the nitrogen a't:omI=
Me Cl
R é’;m ) ‘=
.y 8 Rt Ra0Cl  Me.t " (YI)
bN\ i . NH R__M» t ch].
=Me
Me
Hal
trans/cis *
R=ile ,Hal=Br(III) R=Me(I) 1.38/1.0 =y
R=Pr,Hal=C1(IY) R=Pr(II) o1
R=Pr,Hal=Br(Y) (YII)
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TABIE 2
Compounds Yield % B.p. O (mm) %O [q]?so
™M
Q'ENH ») 37 66-57(760) 1.4120 -8.1 (C 3,n~CgHy)
Py b)
TNH
76.7 115(760) 14245  =19.2 (C 0.5,n~CoH,¢)
'b ?
N\,_-,.- 56 3-32 (35) 1.4858 #4937 (C 0.08,n-CgH,)
Prh. o
v t"'\cl 55.5 41-42 (18) 14430 +16,6(C 1.1,0-Coll o)
*
v Z:N\a, . 59 27-28 (I) 1.4763  +87.8 (C 6,0-0pHy )
VI “&N’ 42 - -81 (C 0.8,n~CoH, )
trans/cis 22 - 42 (110) +1-CoHo0
12: * (68/(0
VII - +34 (C 0.8, n"C9H20>

a) Had been described in ref. 2b.
b) Optically inactive compound had been described in ref., 3.

e) A

max‘8-CgHog)

eyclo{4.1.0)heptane: cis 260 and trans 257 m’q

+ TII 2393, VI 257 and VII 253 mn . For 7-chloro-7-azabi-

VI and VII were resolved by GC (Varian Model 705,20 £t column SE—BO,BOO)
»*

The structure of analytically pure products was confirmed by PMR

(Table 3, Pig.1) and mass-gpectra.

TABIE 3

He reN‘ H; ’Pr . HC 'Py' -

Hg Ma ‘B Hg Ha “ct He Ha BF¥

8 pPp™ JHe SPPW\ J H=z Sppm J Hz
Me I.I(doubl.) Jopa5-7 0.93(tripl.)] IueCH26 .5 0.93(tripl.) J Mecﬂa(v -0

CH,CH, - - I.38(mult,) I.34(mult.)

Hy, 2.21(mult.) J ,,7.35 2.21(mult.) J ,4,7.83 2.47(mult.) J o4 7071
Hy 1.98 " J,.-3.35 2,08 " Joe~3:09 199 " Jve 72-2
H, 1.70 " J,, 5.5 1.89 " Jac 27 175 " Jac 2%

*) See ref.4.
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ORD curves were measured
on JASCO ORD/UV-5 spectropolari-
neter (fig.2,3).

Thus, III - VII are the
first diastereomers with a stable
optically active non-bridgehead

nitrogen atom.,
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