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Note

Synthesis of some 1,2-bis(acetylphenylhydrazone) derivatives

LAszL6 SoMOGY!T

Research Group for Chemistry of Antibiotics of the Hungarian Academy of Sciences, H-4010 Debrecen
(Hungary)

(Received May 14th, 1985; accepted for publication, July 3rd, 1985)

Chelated  hydrazone  derivatives (l-acetylphenylhydrazone-2-phenyl-
hydrazones, and a-oxophenylhydrazones) are resistant to acetylation with acetyl
chloride-pyridine (or N, N-dimethylaniline) or hot acetic anhydride but, on treat-
ment with acetic anhydride—trifluoroacetic acid or acetic anhydride-zinc chloride,
they give! 1,2-bis(acetylphenylhydrazones} and a-oxoacetylphenylhydrazones,
respectively.

Analogous syntheses and the characterisation of L-erythro- (4a) and D-threo-
(tri-O-acetyl)pentosulose 1,2-bis(acetylphenylhydrazone) (4b), D-arabino- (4¢) and
L-xylo-(tetra-O-acetyl)hexosulose 1,2-bis(acetylphenylhydrazone) (4d), and benzil
bis(acetylphenylhydrazone) (7} are now reported (Tables [ and II).
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General methods. — Melting points (uncorrected) were determined on a
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Kofler block. U.v. spectra were recorded {for solutions in methanol) with a Unicam
SP 800 spectrophotometer, i.r. spectra (KBr discs) with a Perkin—Elmer 283 B
spectrophotometer, and 200-MHz 'H-n.m.r. spectra (for solutions in CDCl,, inter-
nal Me,Si) with a Bruker WP SY spectrometer. Mass spectra (70 V) were obtained
using a VG-7035 GC/MS/DS instrument (ion current, 0.1 mA; direct insertion
technique). Optical rotations were measured with a Schmidt and Haensch visual
polarimeter (1-dm path-length). Solution were concentrated in vacuo at »45°
(bath).

Methods of acetylation'. — (a) The starting material {2-5 mmol) was stirred
with acetic anhydride (10 mL) containing anhydrous zinc chloride (1 g) until
dissolution was complete. The solution was kept for 1648 h at room temperature,
and then (for the more-soluble sugar derivatives, after concentration) poured into
ice and water. A solution of the crude product in chloroform was treated with
fuller’s earth and activated carbon, and then concentrated. The residue was
crystallised from the solvents given (Table I).

(b) A solution of the starting material (~1 mmol) in acetic anhydride (10
mL) and trifluoroacetic acid (0.9 mL) was kept for 24 h at room temperature, then
concentrated, and poured into ice and water. After the addition of sodium hydro-
gencarbonate, the product was dissolved in chloroform and processed as described
in (a).

REFERENCES

L. Somocyi, Carbohydr. Res., 142 (1985) 315-320.

N. K. RICHTMYER, Methods Carbohydr. Chem., 2 (1963) 127-131.

P. A. LEVENE AND F. B, LAFORGE, J. Biol. Chem., 20 (1915) 429.

E. G. V. PERCIVAL, J. Chem. Soc., (1938) 1384-1386.

H. EL KHADEM. Z. M. EL-SHAFEL AND M. M. A. ABDEL-RAHMAN, Carbohydr. Res., 1 (1965) 31-37.
K. MAURER AND B. SCHIEDT, Ber., 68 (1935) 2187-2191.

M. L. WoLFROM, M. KONIGSBERG, AND S. SOLTZBERG, J. Am. Chem. Soc., 58 (1936) 450-491.

A. PurGoTTl, Gazz. Chim. ftal., 22 11 (1892) 611; Beilstein, Vol. 15, p. 174.

H. EL KHADEM, Z M. E1-SHAFEL AND M. M. HasHeM, J. Chem. Soc., C, (1968) 949-951

Neliv R e RS LR ]



