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As part of our interest which is directed towards the synthetic utility of

bromoallene systems I

s, the reaction of certain new slkoxymethyl-substituted
bromoallene derivatives (I~-III) 293 with a variety of amines was investigated.

We have found that (I) or (II) react with excess dimethylamine at 40° for
I2-I5 hr. This reaction involves the displacement of bromine by the nucleophile
with concomittant allene-acetylenic rearrangement resulting in acetylenic

diemino derivatives (IV) with 35-45% yields.
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The structure o>f the obtained diamines (IV) follows from the analytical
and spectral data. Their ir-spectra reveal weak characteristic acetylemic bands
at 22I0 cm'I. The nmr spectrum of compound (IV, R=CH5) shows a well resolved
pattern at § 2.37 (2H, 4, J=7Hz, CHZN), 3.6 (IH, m., =CCHN), 4.0 (2H, 4. J=2Hz,
EGCH20) indicative of CﬁacECCHCHZ-grouping in a deshielded enviromment, thus
ruling out the alternative structure,

The reaction also succeeds when (I) and primary amine are heated in a sealed
tube 1n CH,ON at I20° for IO-I2 hr, yielding pyrrole (VI) in 30-40% yield.

The formation of (VI) may be explained by initial displacement of bromizme
followed by intramelecular cyclization 4 of intermediate (V) as shown below.
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The analogous reaction of acetate (III) with dimethylamine or benzylamine
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gives rise to the acetylenic aminoalcohols (VII a,b). Compound (VIIa) exibits
nmr spectrum (JEOL-IQO in 0014) with § 4,I (s.2H,ECCH20) and 3.46 (s.,3H, attri-
buted to the EGCH(N)CH20 group) which do not allow to establish unambiquously
1ts structure, Conclusive evidence of the structure (VII) was obtained by
partial hydrogenation over Lindlar catalyst (I equav. H, upteke) and subsequent
ozonolysis which afforded a 62% yield of the methoxyacetic acid.
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The generally accepted mechanism of nucleophilic substitution in allenic
halides involves the formation of a stabilized propargyl zwitterion-allenecar—
bene in.termediate.5 Such intermediate is not conceivable in our case. The pre~
sent study affords no evidence concerning the detailed mechanism of this conver-

sion but gives some indications that the reaction probably follows an SN-llke
course 6.
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