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The amination of pyriiire and its derivatives has gener:lly been dis-
cussed in terms of an sidition-elimirstion mechanism yia a g-complex in-
termediate, but more recently the possibility *hat it may proceed by a
mechenism involving a 2,3-pyridyne intermedicte has been sugrested (1.
This latier proposal hus been severely criticized and shown to be unten-
able as a general mechanism for the reuction though it might e applicable
in one or two individual cases (2-5;,

In spite of this, the pyridyne intermediste mecharism has been re-
vived and bolstered by M. 0. calculations in which the interestinz sugges-
tion has been made that the 2,3~dehydropyridine mey be stablizel by inter-
action of the vucant sp2 carbon orbitals with the sp2 rybrid orbital con-
taining the nitrogen lone-peir of electrons (6). This, it is sail, would
explair the lack of formation of wury 2-a+inopyridine derivatives (expected
from the reaction of amilde ion with u 2,3-pyridyne) and the fact that /-
;aminopyridirc is also not obteined (the latter statement is incorrect
since A=-aminopyridire hes heer repcrted tc be formed under more vigorous
conditions,. To account for substitutions at C=2 in 2-substituted pyri-
dires it was pcstuleted thet o 2,6~.ebylronyridire intermedizte could be
formed reudily. Urfortunately, this interesting proocsusl coes conlrury to
a number of alrecdy published observutions cn. to the present results.

Thus, the well=established wmination of S—-ethyl-2-metiyl= and 2-meti-

3445



3446 No, 46

yl-5-n=prcryloyridine at C-6 (3, cannot Le explzined either by s 2,3~ c¢r
by & 2,6=d:iyiropyridire interme.i:.te. On the basis of a pyriiyne inter-
mediate mechanism in which the hviride jon elimination step ix rotew-deter=
mining one would expect & denterium isotope effect in the resction of nyr=
idine-3d with sodamiie: this wus not observed (4). If, on Lhe otier uend,
it is the vroton=sbstr:ction step wrich is rate-ietermiring a chsnge in
the isomer ratio should have ta-er place whern 3--icolire=2y was used in—

stead of 3=-picoline in the reucticn with scdamide—azair, such wes not the
case (4. Fither of these as rate=ietermiring stens leadinz to ti.e lorm-

~ H -NH,y = W -H

(ko= =)
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stion of a 2,6-dehydrosvridine stcbilized by lone-nair interaction is
ruled ovt by the present obiservetion thet when the reaction i carried out
with & pyriline-2i/pyridine mixture «n.: interrupted before completion, the
composition ol recovered starting pyridire is uicranged, wherecs some en-
richment in pyridine-2d would have beer expected on the -asis of a rate=
Jetermining proton, or hydride-ion, elimiraticn sten. It is also oi in=
terest to note thit when &« 3=halcpyridi:e vrsubstituted et C=4 is trezted
with potassium cmilde in sicuid ammonia oriv the Z,4-pyridyne wpnesrs ito be
generated (7), while the M, U, csleuletions including lone-vuir irterac—
tion predict thet the 2,3= yriiyre wcnld bhe the ..ore stcble intermediaie.
"he above cvidence seems to rule out the Jermeiion ol such intermediutes

as « geners) mechensim for the utzchitschibahir rewction,
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