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Ah&net: The ahlute Eonfieuratian of the fmgal phytotoxin phomozin has been unambiguously determined by 
the synthesis of its two enantiomea 

PIwnwpsis h&a&i is a fungus that causes necrosis and stem cankering of sunflower. Phomozin 1 we 
recently isolated from culture filtrates of this severe pathogen.*> The structure of 1 was determined from 

X-ray diffraction3 and other physical data, and by comparison with dimethyl glyceric acid and was identified 

as erythro .4 However, according to the authors, the poor quality of crystals obtained did not allow them to 

assign the absolute concretion with total confidence. We thus considered interesting to synthesize the 

enantiomets of erythro 3-(2’,4’-dihy~xy-6’-mthylbenzoyloxy)-2-hy~xy-2-~~ylbu~oic acid. We now 

wish to report the absolute configuration of 1 along with a facile synthesis of chiral phmzin. 

The aromatic fragment 45 was obtained from commercially available ethyl orcelinate 2 by benzylation6 

(PhCH2Br. KzCO3, acetone, dlux, 12h, 99%). alkaline hydrolysis (KOH, lZtOH/H~O, RT, 24h, 85%) 

and treatment with oxaIy1 chloride (cat. Dh@, RT, toluene, 10 mitt). 

Homochiral 5s (2S,3S) and 5b (2R.3R) were synthesized from lactic acid using the previously reported 

dioxolanone methodology.7 
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lactic acid 

Rex7 H 

OH 

Me 

Sa (2S.3S) eryrhro 
18 % overall 

Sb (2R3R) erythro 
34 46 overall 

Coupling of the hindered diols Sa or 5b with 4 (ErjN, cat. DMAP, CH2C12, OT, 10 min) has to be 

run under saictly anhydrous conditions to minimize the formation of the remarkably stable anhydride of 3. 

Selective saponification (NaOH, EtOH, Et20, 12h) and hydrogenolysis (Hz, Pd/C, EtOAc, 9 bars, Sh) 

allows the isolation of the desired rargets.518 

H 

HO 2 Me 
H HO 

5a (2S.3S) 68 (2S,3S) 30% 
Sb (2R,3R) 6b (2R,3R) 20% 

7a (2S,3S) 
7b (2R.3R) 

48% (2 steps) 
42% (2 steps) 

Compounds 1.711 and 7b have the fqllowing specific rotations9 : 

1 [a]*‘D= +28 (D20, c=O.316)’ 

7a [cc]% = +25,5 (D20. c=O.325) 

7b [a]+= -27 @20. ~0.325) 

These data allow with total confidence the conclusion that Phowzin is (2S,3S) 3-(2’,4’-dihydroxy-6’- 

methylbenzoyloxy)-2-hydmxy-2-methylbutanoic acid. 
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