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Abstract - Dihalocarbenes produced by two phase system
(TPS) technigque readily reacted with double hond of
3,4-dihydropyridin-2-cnes ) to give 2-azabicyclo-

£ 4.1.0_7 heptanes 2 in good yields,

Pyridone ring is an important feature of many naturally occcurring alkaloids and
biologically active substancesl-3. Therefors several groups have tried to
provide fairly general procedures for their syntheses and pharmacological

4-7

evaluations During outr investigations on l-aza-l, 3-butadienes we encoun-

tered a new and fairly general reaction which provides facile synthesis of a

variety of 3,4—dihydr0pyridin-2—oness_ll.

Since these molecules were easily available to us in high yields, we wanted to
further exploit their chemistry for synthesizing novel fused heterocycles. In
this connection we tried the reactions of carbenes generated from haloform and
alkoxidesl2 but could not succeed. The carbenes produced by two phase system
{TPS) provide a convenient method for the preparation of dihalocycloprooanesla’14.
We report here reaction of dihalocarbenes produced by this technique with
3,4-dihydropyridin-2-ones whers 2-azabicyclo/ 4.1.0_7 heptanes 2 are obtained

in good yields. We have chosen typical pyridones 1 having alkyl ena aryl substi-

tuents 1o show the general applicability of this reaction (Scheme I}.

When pyridone la (Rl = C6H5, R, = CHS) (3.20 g, 0.01 mole) reacted with
dichlorocarbene generated from chloroform {25 ml) and 50% sodium hydroxide

{6.4 g, 0.08 mole) in two phase system in the presence of catalytic amount of
aligquat-336 (tricaprylylmethylammonium chloride) (0.1 g, 2.25 m mole) for 80 h,
on usual work up gave a white crystalline solid, mp 19?—19800, in 854 yield.
The structural assignment 2a to this product rests on elemental as well as
spectral data. Ansl. Cazled for U2lH20N202Clz: C, 62.68; H, 4.97; N, 6.96;

Cl, 17.4}., Found : C, 62,89; H, 4.88; N, 6.85; Cl, 17.48. The ir (KBr} 3270,

1690, 1648 cm-l: J'H nmr {36 MHz, d6—acetone) % 1.5 (3H,s), 2.87 {lH,dd,J=10Hz,
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8Hz), 3.09 (3H,s), 3.55 (1H, d, J=10Hz), 4.72 (1H, d, J=8Hz}, 7.12 (lH,s),
7.29-7.50 (8H, m), 7.68 (2H,m). CIMS : m/e 367 (M"’-as, 20%), 331 (15}, 237(60},
185 (100) and 77 (7).
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CHy -+ :C\\1 _— X 6 ; 4 3
—C—CgH
H NH—C~CgHsg N, T Cehs
R OH b 1 0
1 2
2 Ry Ry X vield (¥) Mo (%) Reaction time {(h)
a = Cgig CHy cl 85 197-198 80
b = CgHg CH Br 78 203-204 80
¢ = CH, CgHy;  Cl 80 192-193 72
4 = GHy CgH),  Br. 75 205-206 72
e = C6H5 C6H5 Cl 25 190-191 96
£ = CgHy CgHe Br 25 201-202 96
Scheme I

Similarly products 2b-f were prepared, their microsnalytical and spectral

data are recorded in table I. However in case of 2e¢ and 2f the yields obtained
were poor (254%), the products were obtained by preparative tlc on silica gel
and unreacted pyridone was recovered., This can be attributed to the presence
of N-aryl group where possible delocalization of nitrogen lone pair into the

aromatic ring will further reduce enamine character of the double bond.
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