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The purpose of this series was to prepare the chemically and biologically important
substances from kojic acid (I) and its homologue.

In an earlier paper? dealing with the acylation of kojic acid, it has been shown that
monoacyl derivatives (7-acyl kojic acid) was only prepared from fatty acid and kojic acid in the
presence of zinc chloride as a catalyst, though using of acid chloride gave diacyl derivatives
(5, 7-diacyl kojic acid). )

The coupling reaction of kojic acid with diazonium salts has been studied and several
analogical substances of dyestuffs have been obtained by a few pionior workers®, Seem-~
ingly, coupling compounds of kojic acid may be interested not only for dyestuffs but also
biological properties. And it is necessary to investigate more detail information about coupl-
ing reaction. ‘

In present experiments, kojic acid was coupled with the diazonium salts prepared from
eleven aromatic amines. The validity of the structure of coupling compounds (II) was sup-
ported by infrared spectra and elementaly analyses.

0 0
HO Ar—NOH HO
CH,OH Ar—N=N-{_ +CH,0H
I
1
Experimental

Aniline, o-chloroaniline, m-chloroaniline, p-chloroaniline, o-toluidine, m-toluidine,
p-toluidine, a-naphthylamine, f-naphthylamine, o-anisidine and sulfanilic acid were used as
aromatic amines. 'To a stirring solution of 1/60 moles of amine in 40 mi of water and 5 ml
concentrated hydrochloric acid, 1/60 moles of sodium nitrite was added portionally. During
the addition, reaction temperature was maintained from 0° to 5° in an ice-salt bath. After
the diazo reaction was completed, the reaction mixture added to a cold solution of kojic acid
in 250 ml of sodium acetate aqueous solution. The resulting colored crystal was recrystal-
lized from methanol.

* This paper was already reported at the meeting of Agricultural Chemical Society of Japan, Kansai
branch,
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1. Diazoaniline with kojic acid.

0
HO m.p. 113-114°.
NN CH,OH Anal. Calced. for C;,H,,0,N;:
o

N, 11.38. Found: N, 11.29%.

Color: reddish violet.

2. Diazo-o-chloroaniline with kojic acid.

0
HO m.p. 175-177° (dec.)
NN CH,OH Anal. Calcd. for C,;H,O,N,Cl:
0
o}

N, 9.98. Found: N, 10.97%.
Color: reddish brown.

3. Diazo-m-chloroaniline with kojic acid.

0
HO : m.p. 165-167° (dec.)
N=N CH,OH Anal. Calcd. for C,,H,O,N,Cl:
o

N, 9.98. Found: N, 9.03%.

Color: pale reddish brown.
Cl

4. Diazo-p-chloroaniline with kojic acid.

HO h m.p. 185-186°.
N=N o CH,0H Anal. Calced. for C,,H,ON,Cl:

N, 9.98. Found: N, 10.13%.
Color: red.

Cl

5. Diazo-o-toluidine with kojic acid.

0
HO m.p. 187-189°.
NN CH,0H Anal. Calcd. for C,;H,;0O,N,:
o) N, 10.77. Found: N, 9.98%.
CHs Color: red.

6. Diazo-m-toluidine with kojic acid.

“HO m.p. 181-182° (dec.)
e CH,0H Anal. Caled. for C;3H;;0.N,:

0 N, 10.77. Found: N, 10.35%.
Color: red.
CHj3
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7. Dizao-p-toludine with kojic acid.

10.

11.

0
Hoﬁ m.p. 190-191° (dec.)
N=N-{ CH,OH Anal. Calced. for C,,H,;,ON
© N, 10.77. Found: N, 10.05%.
Color: blackish violet.
CH,
Diazo-a-naphthylamine with kojic acid.

o}
HO m.p. 148-149° (dec.)
NoN CH,OH Anal. Caled. for C,¢H,;,0,N,:
0 N, 9.46. Found: N, 10.05%.
Color: greenish black.

Diazo-f-naphthylamine with kojic acid.

m.p. 183-184° (dec.)
Anal. Caled. for C,H,,O,N,:

HO
@ON Nm@wﬂ N, 9.46. Found: N, 10.56%.

Color: green.

Diazo-o-anisidine with kojic acid.

[0]
HO m.p. 223-225° (dec.)
NN CH,OH Anal. Calcd. for C,H;,0,N,
(o) N, 10.14. Found: N, 10.979,.
OCH, Color: black.

Infrared Spectra of Coupling Compounds-
1

Diazo-sulfanilic acid with kojic
acid.

The product decomposed

by recrystallization.
Melting point could not be
measured.

WWM

W\FW

4000 Wave number in cm~1
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Summary

Coupling reactoin of kojic acid with eleven aromatic amines were investigated. The
resulting products were identified by infrared spectra and elemental analyses.
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