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Mfluorsmine-induced fraegnentation of 3,5,5-trimetbyl~azoline (1) 

prompted us to exwine the reactions of HNPa with several acyclic hydra- 

zones. 

Exposure in a vacuum line of sn excess of acetone phenyl@drazone (I) 

to HNFa resultedin avigorous reaction producingN-fluorotiethylketimine 

(II), Na, benzene, snraonium fluoride derivatives, and traces of acetone 

and NaP4. 
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Compound II, obtalnad in 30-50$ yield,* wae isolated by vacuum line 

fractionation followed by gae phase chromatography over Silicone oil (Dow 
19 

7lO). The structure assignment followe from elemental analyses, the F 

n.m,r. spectrum which shows .s single resonance at -25.6 $ (NF), the presence 

of bands in the infrared spectnrm at 1670 -’ (C=N) and 890 cm-’ (NF), end cm 

the mass spectrwn where maee numbers 15 (CHs+) end W (CHJCI@) are major 

peaks. 

Formation of ketimine II from acetone phenylhydrazone end HNFp may be 

rationaUaed in several uaye but a reasonable one consists of addition of 

HNF2. to the C=N double bond (2) followed by intramolecular ring closure 

and fission (3). 
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Whm fomaldehyde phenyU@razone was treated with HNFz the major 

volatile productr consisted of HCN, Nz, and benzene. Although no evidenoe 

for &C=NF wae obtained, thin materlal is likely the precursor of HCN. 

*Based on the equation 2 I + SlNFp - II + N2 + C,& + 1-m 



htereatinglp, reaction of Nl-msthyl~s with HNF2 gave the Sam 

volxtile prodncts (HCN, N2, belmene) as those obtained mm formsldehyde 

phenyliqdrazone, an observation consistent with the hydra5one intervening 

as an intermediate in the mine reaction. On the basis of previous work 
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(1,4) with secondary smines and HNQ, we anticipated that N-methylaniline 

would be converted by HNP2 to the diasenne III and that this reactive in- 

termediate could, by aryl migration and a hydrogen atom shift (5), give 

rise to formaldek@e phenylhydrazone. 
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