


1388 

COOH 
i) iPr2NLi , THF, - 78°C 

ii) CH3CO(CH2)3 OBn 3, THF, -78'C 

2 
u iii) Hz0 

iv) H30 + , dioxane , RT 

a7 % OBn 

LIAlH4 

> 

ether , RT 

91 x 

ClCH2(CH20CH2),CH20THP 6 4 

(n-C4H9)4N+ HS04- 
> 

50 X aqueous NaOH, 35'C 

60-70 X 

OBn 

CH3C0$2H5, RT 

i) ClCO-COCl , DMSO , CH2C12 , - 60°C 

ii) Et3N , - 55°C 

64-75 X 

i) AgN03 , NaOH , EtOH , RT 

ii) CH3CO2H , H$ , RT 

63-70 % 

a 

Scheme 



1389 

Polyethers compounds &were prepared starting from readily available and inexpensive 

2-carboxy-1,4-benzodioxine Al9 according to the scheme. The dianion of 2, obtained by 

reaction with lithium diisopropylamide (2.2 eq.) in tetrahydrofuran, was reacted with 1.5 

equivalents of the 5-benzyloxy-2-pentanone220 to give, after hydrolysis and acidic 

treatment, the expected lactone 4_. Reduction of this lactone with lithium aluminium hydride 

in anhydrous ether produced the diol precursor 3 (80 % overall yield from_?). Bisalkylation 

of 3 with chlorotetrahydropyranyl ethers 2, synthesised with quantitative yield by the method 

of Cram et al.20,0ccurred with 50 % aqueous sodium hydroxide in the presence of tetrabutyl- 

ammonium hydrogen sulfate. After hydrogenolysis with 10 % palladium on carbon in ethylacetate, 

compounds J afforded the corresponding alcohols2 as an oil, in quantitative yield. Use of 

methanol or ethanol induces the destruction of the starting material. After the failure of 

the direct oxidation of the alcohols to the corresponding carboxylic acids, we first used the 

Swern oxidation22, then we oxidised the aldehydes with silver nitrate in the presence of 

ethanolic sodium hydroxide23 and obtained the corresponding carboxylic acids 9. Hydrolysis 

of these acids with aqueous acetic acid 24 lead to the expected compounds 1 with a fair 
N 

yield25. 

Studies of cation binding properties and the transport ability of these carboxylic 

polyethers2 with the benzodioxinic subunit are in progress. Preliminary results indicate 

that the natural non-cyclic ionophores, e.g., monensin are stronger binders for Naf and K+ 

than the synthetic compounds l+. 
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