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We have  o b s e r v e d  p r e d o m i n a t e  N - a l k y l a t i o n  of a c t i v a t e d  o x i m e s  wi th  d i a z o a l k a n e s  (Tab le  1) .  
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i Diazoalkane / (R O~C)~C=NOH �9 ~- ) (R10~C)~C=N + (RIO.zC)2C~NOR 

Et=O, O* k~ 

R 
(Ia-c) (I!a-c) 

R = Me, R x = Me(a); R = Et, R x = Me(b); R = Me, R z = Et(c) 

The  s t r u c t u r e  of n i t r o n e s  ( Ia -c )  w a s  d e m o n s t r a t e d  by  b r o a d e n i n g  of the M e N  s i g n a l s  in  P M R  s p e c t r a  and  
f r o m  IR s p e c t r a ,  and  a l s o  by  c y c l o a d d i t i o n  r e a c t i o n s .  

T A B L E  

~d 

O 

(In) 

,Oia) 

(ii,, 

4IIb 

(Ic) 

(Hc) 

(IIIa) 

.(IIIb~ 

1 

[bp, ~ (p. mm 

m 

[of Hg) 

66,3 1t2-ti3(4) 
m p .  76-77 

7,5 88-89 (4) 
(3,7 

42,0 1tt- t i3(3) 
mp 51-52 

t t,0 90-9t (4) 
(30,5 
56,0 115-t16(3) 

ii,3 105-i07(5) 
(33,r 
77,~ Oi l~  

92,c Oil $$ 

I~ cm-.l(molr I 

. . . . .  

RI 

1,4485 

i,4454 

i,4730 

L4432 

t ,4558 

t,4548 

R 

1730 ~ t559 5" 
(t239) 

1740 I t699 
i 

t720 i 
t738 ~f] ti.55"r 

1740 (I::3~) 

1720 
t730 L ;53 

1735 (lii ) 
17t0 
1730 

t750 

3,56 3.19and3.46 

3,64 3,34 . 3,41 

1,01 ~* 3,25 " 3,5t 
4,t7 
0,90 ~ 3,30 " 3,45 
4,00 
3,65 0,81 ~ 0,96 

3,86 ~ 4,16 
3,61 0,81 " 0,93 

3,92 �9 4_J0 
t,28 (MeC) 2,53 (CH2)*** 
2,83(MEN) 3,3 (Me0) 

0,83 and 3,91 (EtO) ** 
2,85 (MEN) 3,3 (Me0) 
3,7 (CH~) 

7,79 

7,7._.__~1 
8,00 
7,65 

7.5_.._~_5 
7,41 
6,86 ._ 
6,89 
6,89 

6,11 
6,06 
3,99 ,, 
4,03 

*The yield of alkylation producl~ of oxime Na Salts by reaction with RI in acetone upon 
boiling for 5 days is given in parentheses. 
tKBr tablets. 
$60 MHz from HMDS, 5 mole %sointiom in Ca~.  
**J = 7 . 4  Hz, 
t t J  = 7.1 Hz. 
$$Purffied by cb2omatography on silica gel, EHC13 as the elnent. 
***At -60" in CHFC12, 8, ppm; 2.63 (cHz, AB, JAB = 15, A v = 82 Hz), 1.3 (MezC, A v = 
3 Hz). 

I n s t i t u t e  of C h e m i c a l  P h y s i c s ,  A c a d e m y  of S c i e n c e s  of the USSR, M o s c o w .  D n e p r o p e t r o v s k  C h e m i c o -  
t e c h n o l o g i c a l  I n s t i t u t e .  T r a n s l a t e d  f r o m  I z v e s t i y a  A k a d e m i i  Nauk  SSSR,  S e r i y a  K h i m i c h e s k a y a ,  No. 1, pp. 250 -  

251,  J a n u a r y ,  1977.  

I This material is protected by copyright registered in the name o f  Plenum Publishing Corporation, 227 West 17th Street, New York, N.Y. 10011. No part 
o f  this publication may be reproduced, stored in a retrieval system, or transmitted, in any form or by any means, electronic, mechanical, photocopying, 
microfilming, recording or otherwise without written permission o f  the publisher. A copy o f  this article is available from the publisher for $ Z50. [ 

2 2 4  



(In) C_H_m=CR~ MeNOC(R22)CH~IE(CO..Me h Rz = Me(a__), MeO2C (b) 
! 

(II! a, b 

The a l te rna t ive  oxazi r id ine  s t ruc tu re  is excluded by the absence  of geminal  nonequivalence of CH2N protons in 
(Ib). In con t r a s t  to i somer i c  O e t h e r s ,  the m a s s  spec t r a  of (In-c) contain peaks of cha r ac t e r i s t i c  f r agments  
(M - R!OCO2) + and (M - R1OCO2-CO2) +. 

The O e the r s  (Ha-c) a re  identical  to the alkylat ion products  of ox imes  upon react ion  with RI (the ni t rones 
fo rmed  in this case  decompose  rapidly  in basic  medium) .  In con t r a s t  to n i t rones ,  O e thers  reac t  with CHIN2; 
fo r  example ,  1 -me thoxyaz i r id ine -2 ,2 -d i ca rboxy l i c  e s t e r  (6 ~7o) was obtained f rom (IIc) [1 ]. 

1. 

L I T E R A T U R E  C I T E D  

R. G. Kostyanovski i ,  A. V. P rosyan ik ,  and V. I. Markov,  Izv.  Akad. Nauk SSSR, Ser .  Khim.,  482 (1974). 

T H E  R E A C T I O N  O F  A L L E N E  W I T H  $ - A 1 2 0  3 A N D  

N I C K E L  C A R B O N Y L  D E P O S I T E D  O N  ~ / - A 1 2 0  ~ 

G.  V.  B a k u t i n a ,  Z h .  L .  D y k h ,  
L .  I .  L a f e r ,  V .  I .  Y a k e r s o n ,  
A.  M.  T a b e r ,  Y u .  S.  M a r d a s h e v ,  
I .  V. K a l e c h i t s ,  a n d  A .  M. R u b i n s h t e i n  

UDC 542.97:547.315.1 

In a continuation of invest igat ions of ca ta ly t ic  t r ans fo rma t ions  of a l lene [1] we studied by IR spec t roscopy  
its in terac t ion  with y-A1203 and Ni(CO) 4 deposi ted on y-A1203. In the case  of y-A1203 i somer iza t ion  of allene to 
me thac ry l a t e  was obse rved  a l r eady  at20~ (absorpt ion bands at 2140 and 3350 cm-1) .  P r e i i m [ n a r y  adsorpt ion 
of pyridine on the ),-AI203 sur face  supp re s sed  comple te ly  the i somer iza t ion  and the appea rance  of bands a t  
1450 cm -1 in the spec t rum indicated the p resence  of coordina t ive ly  bonded pyridine on the sur face .  After  de -  
sorp t ion  of pyridine at 250-300 ~ allene again  i somer i zed  a t  ~20 ~ Evidently i somer iza t ion  of a l lene on $-A1203 
p roceeds  on Lewis acid cen t e r s .  In te rac t ion  of al lene with Ni(CO)~ deposi ted on y-AI20 ~ at a t e m ~ . r a t u r e  of 
0-20 ~ leads to the formation on the ~/-A1203 sur face  of compounds,  c h a r a c t e r i z e d  by absorpt ion  bands at 1150, 
1250, 1295, 1340, 1430, 1640, 2850, 2910, 2940, 2990, and 3080 cm -1. The whole se t  of absorp t ion  bands makes  
it possible  to ass ign the formed compound to the ~-a l ly l  complex of Ni on the y-A1203 sur face  can be obtained 
upon reac t ion  of Ni(CO) 4 d i r ec t l y  with a l lene,  and not only with al lyl  hal ides ,  as was shown e a r l i e r  in [1]. 
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