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Recently the reaction of diascmethane with C-E acidic coq)cundo, analcgoue 

to that of the aryldlasonlum cation, were reported (1,2) . Ae prcductr methyl 

hydrasonee were obtained. A elmllar reactlcn woe oboerved for d-hydrcxy- 

-2-pyrldone (3) . Herein we deecrlbe the ccupllng of of-naphthclr with dlaso- 

methane, leadlng to aaoccmpcunds, I.e. the electrcphllic rubatltutlon of au 

activated arcPstlc ring, typical for a dlascnlum cation. 

In the ccuree of our rynthetlc program we tried methylatlcn of 2-allyl- 

-I-naphthcl, IO, with etheral dlaacmethane. The reaction wae elcw and the yield 

of methyl ether 110 about 30$ only. The main leclated product (60$) wae 

a yellow 011 contalnlng nitrogen. Analptloal (4) and epectral data unequlvc- 

tally Indicated that It le the ascccmpcund 1110: b.p.O 6~iOCc; uv: x '2' 

' 229 (lge4.07) , 331 (3.87)nm; lr: 770 and 89Ocm-I- four end 8lngle arc~tlc H 

reepectlvely; nmr: table. 
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Nearly the same yield of c~upllng ProdUCt war obtained with 2-n-propyl- 

-i-naphthol, Ib: IIIb: b.p.0~6~1000; uv:'xz' 228 (4.04) , 333 (3.64); 

lr: 76s and 88Oom-I- four and l lngle arcmutlc H reepectlvely; nmr: table. 

o(-Naphthol In dilute etheral eOlUtlOn ale0 coupled with diaacmethane, to give 

IIIa, In about lO$ yield; m.p. 46-46'; uv:~","" 236 (4.42), 342 (3.99); 
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lrt 830 and 766cd1 - two and iour aromatic H reapeotlvely; nmr: table. In oon- 

centrated uolution, or in the presence oi alcohol, there was only fast O-methy- 

latlon and no coupling. We al80 did not obeerve the reaotlon II-_)III. Carrying 

out the reaotion with excess of deuteriatefl o<-naphthol, we noted nearly total 

exchange oi diasomethane hydrogenr. 

TABLB: Chemical shifts (5) of aromatic and methyl proton8 In nmr spectra 

COMPOUND 

111s 

IIIb 

1110 

H-2 E-3 E-8 H-6,7 E-8 0-CH3, N-CH3 

6.91 7.52 
ABq J18.5 8.75~ 7.0Om 8.25n 4.00s, 4.058 

7.42s 8.74m 7.55m 8.10a 3.928, 4.08s 

7.40s 8.74n 7.5sa 8.101 3.936, 4.098 

Formation of the methyldiazonlum cation has seemed to be doubtiul and the laok 

of the coupling reaction was Invoked as an argument against Its existence W 

Instead proton bridge complexes: dlazomethane - acid proton donor were postu- 

lated (5,s). In the light of our results and the recent literature data (1,2,3) 

the existence of the rethyldlazonlum cation appears to be established. It is 

possible that dlazomethane and &-naphthol are formlng an nlntlmate ion pair", 

rtable in media of low dielectric constant; its dissociation into lone leads 

to lnstantaneue decay of the methyldiazonium cation and 0-methylatlon, while 

dlssoolatlon into diazomethane and napkthol causes hydrogen exchange. In this 

ion pair with suitable orientation of components, electrophlllc substltutlon 

at the activated position 4 takes place followed by the fast methylation of the 

formed anion. Proton bridge complexes are not adequate to explain both ooupllng 

and proton exohange results. 

We are continuing our inveetigation in this area. 
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