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Diazomsthmnm ia known to react with anolkablm p -am-eetmm and @-dikot- 

once with the formation of mainly O-m&hyl,tad products. These ano1 &hare in 

principle can react with a second mols of diazometharu to afford pyrmtoline deri- 

votivee (cf.&f3-unamturmtad kstonss'). No such rmaction hsa, howavmr, been rb 

parted in the litsratura to IJUT kmulsdgs. Ws now find that in cmaa of ~-ox++ 

aldehyds (hydmxymethylsno kstona), ths reacttin doss indeed a furthor and the 

methyl ether formed initially, edda up diazcnnethmnm to furnish a gl-pyrmzolinm 

(s.g.,II), which rwdily slkninstss nitrogen to form . nar em1 ether in which 

ths p -pmton haa been repl~csd by l methyl group. 

Z-Hydmxynethylsnbl-tetrrlons2 VW found to be . suitmble rPdal. for study 

since it afforded a crystalline em1 sthar (I), m.p.6f,> 
wax* 264n)r. (log& 3.94) 

and 295~. (lost 4.06), on trs&ment with dinsthyl aulphats and potassium cmrbo- 

“ate. The structure wmm confirmed by its NW7 spectrum: d pair of doublets (lti) 

I II m 

mund &out 1.62~(1+-H), l singlet UH) at 2.157(-C&lMe), l n kreg~lar multi- 

plot (3H) cent& at 2.3O?‘(smm. protons), . sharp singlet (3H) at 5.9tJf(OCH3)r 
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and P broad prnk (4H) at 7.057 (mathylenas). The or-101 other (I) was kept in on 

ethereal solul.ion of diazomethans (2-3 roles) at mom tempsrmturs for several 

hours, ether removed under rsducsd prsssurs, and ths pmduct, P viscous liquid, 

31602 cm?Mmng, -NnhC), was found to contain 60% of the pyrszolins (II), on 

the baais of :.ts nitrogen content. The latter decomposed alowly at mom tsmpsrc 

turs but rsodxly on warming, and on slow distillation afforded a crystallins 

snol ether (I:I), m+75o,h 
max. 

261~. (logI 3.86) and 316ny~. (log& 4.071, in good 

yield. Ths comparison of its NMfI spectrum t multiplsts at 1.635 (1H) and at 2.35r 

(3H) (acan. p~otona),.singlst (3H1 at 6.10l(OUl,), P broad peak (4H) l t 7.101 

(mathylsnea), and a sharp singlet (3H) at 7.357(-CH3), with that of the snol 

sthar (I) ehousd the absancs of the msthins pmton of the side chain at 2.151, 

and the oppsarancs of a three-proton singlet at 7.35% This is consistent with the 

structure (II::) which rseults from the A'-pyrazolins (II) on nitrogen elimination. 

The structure was further confirmed by its hydmlysim to 2-Pcetyl-1-tstr~loneg m.p. 

and nixed m.p,55-56“ an authentic spscimsn of which uaa prsparsd according to 

Msley4. Coppsr' dsrivativs, 1n.p.20~ and IA spectra of the dfkmtones were also 

comparsd and found identical. The sama snol ethsr we obtained when the hydmxy- 

mathylsns kstone wan trsetsd with .n axceas of diazomsthsne. 

2-Hydmxymsthylenecyclohewanom and its snol ether behaved similarly. The 

pyrarolins dsriv&ivs,+1614 cm?, ww found to be svsn mom unstable releasing 

nitrogen l t apprscisbls rats at mom tsmparaturs. Ths resultant msthylatsd em1 

ether WPB identified through hydmlysia to 2-scstylcyclohexsnons and the cower- 

sion of the latter into copper dsrivstive3, m.p.160°. 

Ths reaction thus swana to be a general one and -sssmblse similar reaction 

of diaromsthane with ~,p-unsaturatsd kc&one-s5 ) OL-Pymnes6 ( and 8ome other coolp- 

78 ounds curying activating groups attache? to a double bond. It affords a core 

venisnt routs to a(-scstylketonsa from ths easily sccessibls p-oxo-aldehydssg, 

and may bs particularly useful #or the prsparation of the sml athem of the 
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type (III) which are difficult to obtain othsniss in pure stats. Z-Acstyl-l- 

tstralone, for example, on methyl&&n yisldsd a liquid, possibly P mixture of 

isomeric em1 ethers as shown by thin layer chromatography. 
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