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Some years ago we found that halocarbenes react with diazoalkanes to form i, 1 -dihaloethylenes 

(1). In the meantime this reaction has been applied to other carbenes and several diazo- 

compounds for the preparation of I, 1 -dihaloethylenes (2), i-halo-i -aryl-ethylenes (2), 

unsymmetrical azines (3), thiovinyl ethers (4), 1-halo-i-arylmercapto-ethylenes (4), bis 

[phenylmercapto]cyclopropanes (4), haloacetylenes (5) or dichlorovinyl dialkyl phosphates (6). 

Other 1,3 -dipoles have so far been used only in one case (7) for the preparation of N-(dichloro- 

methylene)-amines from azides and dichlorocarbene. 

We have now extended this type of reaction to vinylidene carbenes 2 (8) which are formed from 

derivatives of ethynylcarbinols 1 in the presence of a base and which have been trapped by 

olefins to give ethylidene cyclopropanes (8). 
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The formation of carbene 2 in the presence of a diazocompound in an inert solvent gives rise to 

the synthesis of the corresponding cumulenes 3a - e. -- 
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Applying the same procedure as described for the preparation of 1, f-dihalo-ethylenes (2) 

moderate yields of 3 are obtained. The known cumulenes 2 (9) (iO), 3b (10) (11) and 3c (10) 
- - 

(12) (2i%o, 26%6, and 16% respectively) were identified by their physical properties. The two 

new cumulenes have been obtained in small yields : 2 (7%), m. p. 214-215”. Anal, Calcd. for 

C26Hi6S : C, 06.64; H, 4.40; S, 8.88%. Found : C, 86.02; H, 4.60; S, 8.84%. 

A chloroform 251, 277, and 474 nm (E, 37100, 26700, and 44300). 
max 
KBr -1 

V max 2030, 1440, 1350, and 722 cm . 

3e (?I%), m. p. 180”. Anal. Calcd. for CZ2H22 : C, 92.25; H, 7. 75%; Found : C, 92. 30; - 

H, 7.67%. 

hEdiFne 234, 249, 258, 298, 3i3, and 326 nm (c,39300, 21060, 289i0, 33550, 39260, and 41410). 

KBr -1 
vmax 2961, 2850, 1949, 1206, and 895 cm . 

All attempts to reduce the undesired 

been unsuccessful. 
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decomposition of the diazoalkane by the base have so far 
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For the previous paper in this series, see ref. 4. 
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