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Abstract: N-acylpropargylamines bave been regioselectively converted to (E)-B-iodo(vinyl)sulfoncs which, in tum,
‘were conrverted 10 2,5-dissbetituted oxazoles by base treatinent.

Truce reported the functionalization of terminal alkcynes to (E)-f-iodo(vinyl)sulfones (1), and that these moieties
underweat facile substitution reactions with organocopper reagents (Scheme 1)1,22,
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Subsequent exploitation of the (E)-f-iodo(vinyl)sulfone group to gain access to vinyl and alkynyl sulfones
followed2d, Recently, Back3 has extended this concept to the development of f-phenylseleno(vinyl) sulfones, versatile
modeties that can be elsborated to allenic- and alkynyl sulfones.

The esse in which (E)-f-iodo(vinyl)sulfones are prepared from terminal alkynes warrants further exploration of
their synthetic potential. We report here our initial studies on their use in heterocyclic synthesis 4

N-acylpropargylamines (2) are regioselectively converted to (E)-B-iodo(vinyl)sulfones (3) with sodium
benzenesulfinate and I2 in ethyl acetate and water2D. The reaction is illuminated with a 300W lamp in close enough
proximity to sustain a steady reflux. Reactions of the amides (3) with a varicty of bases ylelded oxazole products (4)
(Scheme 2)5. Representative exampies that demonstrate the utility of this method are presented in Table 1.
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The drive for aromatization and the propensity2® of o, f-unsaturated sulfones to isomerize to ,y-unsaturated
mmwmmmummtommofmmnmmm The wide variety of
substitnents tolerated in this cyclization as well as the synthetic potential of the sulfonyl methylene moiety in the oxazole
product 58 adds to the utility of this procedure®,
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Table 1: Synthesis of Oxazoles (4) from Sulfones (3)

Sullone Nase/Heaction
Eatry g_yi;u;?) omw(ﬁm)i,n Temap. °C/Reaction

Time
a R=H {‘;‘“sozm LIN(TMS),A0°/20r.
“o 09
N ‘
b R=Me };3-\501,,‘ NaHAP/.75hr.
(38) 94)
O T :
c R=CF3 p,c*c}“m thea 65° for 0.5hr.

A NaH/65°/2hr.

d R=M0-{O)> (oy © ‘som

(60)
(€
e R=EO,C™™Y mozc‘vto SO,Ph i-Pr2NEY
(1) o1 65°/3hr.
f R=t-BuO t-nuo'l':'o‘“so,ﬁ. NaHA®/0.75hr.
(98) (66)

i: All yields are of isolased materials and are vnoptimized '
if: All new compounds were characterized by 300 MHz 'H n.m.r., 13C n.mur., LR., C.I. mass spectrometry snd microanalysis.

Further investigations led us to prepare the thiocarbamate (5). Exposure of (5)7 to the standard conditions
duubedeﬂkpo@eedﬂﬂmb(ﬂshmdquwyku(smm. The intermediate olefin (7) appears to
spontaneously cyclize under the reaction conditions.

L, NaSO,Ph _ Ph
I/\ NHCE)I0Et ~NaOAc, H,0, NaOAG, ; [mo,s\/[ ]

In conclusion, we have demonstrated an efficient method for the synthesis of oxazoles and thiazoles, starting
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from inexpensive and commerciaily available materials.
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