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'The direct displacement 01 a hydrogen by an amino group is known 

only in cases in wkcn Lie hydrogen atou departs as a nydride ion 

(nucleopnilic substitution by NH;) (1). timin;_tion in the opposite, 

iiiore common case, in which the hydrogen departs as a proton (electro- 

,hilic substitution by NH:) 11as not been reported yet. Such a 

reaction would be useful in tile synthesis oP various types of amines 

otherwise available only by multistep LJrocesses. 

We nave recently reported that tne dinitrophenoxy group of 

u-(2,4-olnitropnenyl)hydroxylamine (I) (2) is easily displaced by 

hucleophi,ic reagents (3), thus (I) can serve as an amination 

reaeent ror nucleophiles. The reaction nas now been applied to the 

a,nin;tion di carbanions , yielding the corresponding amines directly 

irl I'air yields, as illustrated by the following examples: 
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!a, 1 = 2. b, ri = NH2. 
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c, d = NHCOCHJ) 
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A solu-Lion oi' 9-fluurenecarb~xylic scid methyl ester (Iia) in tAr!zene- 

methanol was tre>teil with potassium methoxide and (I), stirred overni,,lt 

and potassium dinitrophenolate was then removed by filtration. The 

hydrochloride of Y-amino-9-fluorenecarboxylic acid methyl edter (IIb) 

(m.p. 223-226", 5(-&j precipitated upon passing dry liC1 throagn the 

ethereal solution. Treatment with NauH yieldeu the free amino ester 

(IIb) m.p. 113’. (Acetyl derivative (11~) m.p. 239-i403j. 

A sligntly different procedure was used Sor tne amination of a series 

of diethyl malonates. For example, treatment of diethyl phenylmalonate 

(IIIa) in 3IW with sodium hydride and then witn (I) yieldeti diethyl 

a-amino-a-phenylmalcnate (IIIb), b-p. 15&16~3/7~~ in 53$ yield. (Acetyl 

derivative (111~) b.p. i80"/lmm, m.~;. 75’). 

Satisfactory elemental analyses were obtained for all new compounds. 

Spectral properties (I.H., N.M.H. and mass spectra) were in accord with 

the expected structures. 

studies on tne application of the reaction to additional types of 

carbanion as well as other nucleophiles are in progress. 
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