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Summary: Opticslly pure. (+)-endo- and (+)-exe-brcvicomin have been synthesized ia short steps 
starting from a-hydroxy ketone derivative, (R)4bcnxyloxy-8-nonen-3-one (3). which was prepared via 

cnxyn~tic hydrolysis of raccmic enol ester 4.. 

In the preceding papeql) we presented a new eftlcient methodology for the preparation of optically 
active a-benzyloxy ketones by enzymatic hydrolysis of enol esters. These chiral building blocks are 

expected to be useful in the synthesis of natural products because the hydroxy group is already 
protected. As an example of demonstrating the validity of this approach, we planned the synthesis of 
brevicomin. 

(+)-endo- and (+)-era-Brevicomins (1 and 2, respectively) are components of the attractant 
pheromone systems found in several bark beetle species belonging to genera Dendroctonus and 
Dryocetes.2) Although a number of asymmetric syntheses of these compounds have been report&s) 
they are not necessarily always satisfactory in their simplicity of the process and the enantimeric 
and/or diastereomeric excess of the products. Herein, we wish to add a new entry for an efficient 
synthesis of optically pure 1 nad 2 starting from a common intermediate (I&2, which is obtained via 
enzyme-mediated hydrolysis of enol ester d1-4 as the key step (Scheme 1). 

Scheme 1. 
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spectral data of 1 are identical with those reported in lit.30 The product 1 was confirmed to be solely 

endo-isomer by NMR ezperiment and capillary GLC snaIysis. 

On the other hand, synthesis of enantio- and diastereomericaBy pure (+)-two-brevicomin (2) was 

achieved uio highly stereoselective reduction of (R&3 with LiBH(sec-Bu)z (GSelectride@)Gb) to syn-7 

(syn : anti = 90 : lo), followed by the same procedure as the synthesis of 1(58% yielded from syn-7 in 4 

steps); [aID= +66.7” (c 1.40, EtzO), Iit.3fl [alBz” +69.3” (c 2.5, Etfi). 

In conclusion, the synthesis of pure (+)-c&o- and (+)-cxo-brevicomin has been efficiently 

accomplished in short steps from a common chiral ketone (R)-3 which was obtained by enzyme- 

mediated kinetic resolution of enol ester dZ4. 
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