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METHYLKBTOBBS can be obtained from the parent tidehydoe 

and diacomethane, the so-oalled BuobnerCurtiue-Schlotterbeok 

reaotior (2). but from a preparative view-point the general 

ueefulneee of the method is hampered by several faotorar elm- 

neea of the reaotion (3), variable yielde depending on the 

solvent (4), end aimltaneyua formation of oloeely related by- 

producte as the epoxide end the eldehyde homolog (2). 

We wish now to report a oomenient three-etepe procedure 

for the preparation of acetophenone -Tror benzeldehyde, which 

can be coneidered ae the prototype of an improved Buobner- 

Curt&us-Schlotterbeck synthesis of methylketones. The three 

steps are extremely fast, clean and smooth and the overall 

yield is practically quantitative. The reaction sequence ie 

as folloret 
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8teD 1. Knoevena~el condensation of the aldm0 with tiono- 

nitl=lle.- Benzalmalononitrile (II) (m.po 84.5-85') ie obtained 

in quantitative yield by adding a oatalytio paount of p;roime 

to a (matured) 7O$ aqueous alooholia solution of benzaldmo 

oontaining an equimoleoular amount of malononitrilo. In thim 

aontoxt it should be mentioned that the ueo, in Kaoovonagel. 

oomdemaationz, of bif'unotional catalyete euoh aa aminoaoids, 

first introduood by Dakin (5) and later on dieoue8od in ewe- 

ral papers (6), doee not seem to have had the widespread geme- 

raliaatioa that their effeotiveneee deeervo. 

Step 2. Direot methylation with diazomethane.- Dropuiiee addi- 

tion, ax r0om temperature, of an equiroleoular ether eolution of 

diazomelthane into a dry ether eolution of benzalrslononitrile, 

followoil by removal of the solvent, gives a lOO$ yield of 

a-cyuno-p-phenyloroton0nitrfle (III) (ap, 94-95'). During the 

addition of diazomethane, a vigoroum evolution of nitrogen take0 

plaoe. !L%e eaeo of reaotion towards diazomethane of benzalmalo- 

nonitrXLe a8 compared with benzaldehyde, reflecta the increaeo 

in acid:Lty of the pertinent hydrogem when a dicyanomethylen 

subetituent ia preeent inetead of an 0x10 group. Step 2 is a 

further example of the direot methylatiom of trisubstituted 

ethjlenee whiah is being studied in thin Uboratory (1). 

Stem 1. J&drolyeie of the dio~rm~leu derivative.- 

Y!reaWnt of a-oyano+-phenylorotorupitrile with an exoeea of 

33$ aqueoue solution of modi- hydroddo, at 4O-50', followed 

bj l xtnaotioa ulth other and dletillotion, &for&o pure aoete- 

)honeme (b.p, 202'; m.p. 1!+20°; IR ep.otrPr ido=tioaJ. with 

that of a pure l peoimen) in praotioally quantitative yield (99$). 
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III ma bo nen thcrt ar-ajano-&phenylcrato~n~~~e repreeente 

the diajppeuthjlene derlvutire of aoetOphemxe. Ite easy 

ooZWe??eiem into the ketone in in line with the work of carrl6 

amdBerm(7) andwith the preconlsed use of thie type of 

derirotivee for the proteation of 0x0 group- (8). 

Further work on the acope and limitationa of the method 

is in progl'ess. 

I uiah to exprees my aaknowledgmnt to Professor Jose 

Paeoual ead co-worker8 for hie advice and enoouragement. 
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