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XNXUXXOPALlJMINAlNTXXSYNTXNSISO? 

Joseph M. bkwhowskl 

blstolbsearoh Laboratories of CaludaLtd. 

loo Industrial mwl., CandIM, @&so, CsnadA. 

(Boooived 16 Pobruary 1966) 

The aynthesir of a-diamo oarbonyloompounds athe base oatal~ed 

elimination of ptolusnsaulfinste ion from a-dlosrbonyl xmo-ptoluene- 

sulfonyll@rasones is ususlly awomplishod with dlluto sodium iqdroxids 

Us hsve found that squsous sodlua hydroxide osn bs sdvuAsgsously 

replsoed by a suspension of baa10 dwina (2) in diohlorome&hsne or ethyl 

sostats. This r&hod possesses noms 4egros of gsnerslity snd Is 

oomplemsntary to the syntheses of a-diaso oarbonyl derivatives developed 

recently by Reglts (3,4), and Y&es snd Bsndriokson (5). It oonstitutos 

a general l pprosoh to aoyclic (I, R#E) and oyyclio a-diaso ketones. 
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A solutlan of cuphoquinone mono-p-toluene~ulfo~l~ 

(334 mg., 1.00 m. bier) in 50 ml. of dlohlorowthone yu mtirrad with 

10 g. of bani0 alumltu for 2 boura. At the end of thla tima the ~110~ 

aolrent 1-r VUI deomnkd md the residue WM washed dth two 25 8l. 

portlonn of dlohloromethane. The aolutlom vera oomblned, filtered to 

remove eumpended alumina, and oonoentmted intmu~rt room temporburo. 

A yellow, oyatalllne solid (177 mg., 99.3s) m.p. 73-76' (m evolution) 

remAined. 

!l'he author grrtefblly aoknovledgee the reoelpt of l generaam ,@t 

of omphoquinone from Profereor C. Richer, Univenity of Hmtrml. 
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rofor to thorn of the od probwtm. 

n.p. 135436'. rounda I, 11.16$. 

A* diohloromtlme; B, .thylao.tath 

n UulydB. 

-8 0, 734r H, 5.97s. 

YI find m.p. 150-151.5. for thh oompold. -8 I, e.446 

s&(l) m.p. 110-113'. 

mot ahu8oteriud. 

1cp. 116.~118.5'. hlnd8 I, 1o.m. 

mxtlueoftwi#nr. fh10 ioamor, m.p. 119.5-U0.5*r ma 

rpuutod fkom the mixture. hkmd8 0, 59.08; 8, 5.03% 

Prrpmod in louJi.ld by tbomol~i~ of the diuo aoqouad in 

o@ohoxauo. wuld: c, 68.11; a, 5.561 y, 8.3% 

l¶u a-koto ridr, m-p. 104.5-105.5*~ km0 PXWmrd iror l t&l 

bomo~1f0ruk md PiPoridim. huudc c, 72.19; H, 6.84$. no 

ptolualo8ulfavlhydmwm had ..p. 1eg4g2*. Found: I, 10.79$. 

ll.p. 192-195.. Lit.(l) m.p. lgo-200.. 

Bm dim ocmpomd yu 1ibrrt.d from the alumina br l turation of 

the mo1vult with oubon dioxide. The 0-d. product VU oxyhal1is.d 

on00 from boanao. 

(a) rho trioxo oompound had 8.P. 186..5-188.5'. Lit.(lO) m.p, 1s186*. 

Ibo p-toluoaomlfany~sono M m.p. 167.5-168.5.. hmdr 

Y, 11.50$. 
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(0) Found8 C, 39.49; H, 3.441 N, 20.85$. It N ibrther dumot.rh.d 

t hydroiodio mid nduotian (11) to I-nthylhomo~thali, 8.~. 

121-122.. Lit.(l2) B.P. 123'. 
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