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Oxidative coupling of 2-hydrazino-4, 6-disubstituted 1, 3, 5-triazines 

with N, N-disubstituted anilines was studied. The oxidative coupling re-

action proceeded by the use of potassium hexacyanoferrate (Ⅲ) as the

oxidizing agent in aqueous acetic acid solution buffered at pH 4.4 with 

sodium acetate at room temperature to give corresponding phenylazo-

1, 3, 5-triazines in good yields.

Recently considerable attentions have been focused on heterocyclic azo compounds 

because of their excellent characteristics for dyes.1 Although phenylazo-1, 3, 5-tri-

azines (3) seem to have a great potential in dye chemistry, there has been little work 

on them because of a difficulty of the introduction of an azo group into 1, 3, 5-triazine

ring by the usual diazotization coupling methods.

Three methods for the preparation of 3_have been reported: (i) Oxidation of β-

triazinylphenylhydrazines,2-6 (ii) dehydration condensation of hydrazino-1, 3, 5-tri-

azines (1) with ortho quinones,7 and (iii) oxidative coupling of 1 with aromatic 

amines (2).8 Methods (i) and (ii) are limited in the scope by following reasons. It is 

difficult to prepare selectively β-triazinylphenylhydrazines by the reaction of chloro-

1, 3, 5-triazines with phenylhydrazines,3 and to obtain various quinone derivatives com-

mercially. In contrast, method (iii) seems to be very useful for the synthesis of 3 

because many kinds of 2 can be available easily. The oxidative coupling of 1 with 2 by 

potassium peroxydisulfate in dilute sulfuric acid solution had been appeared in the 

patent.8 Although we have attempted the reactions of 1 and 2 according to the procedure 

described in the patent, no azo compounds were obtained at all.

On the other hand, we found that, by the use of potassium hexacyanoferrate (Ⅲ) in

aqueous acetic acid solution, the oxidative coupling of 1 with 2 takes place smoothly 

to give 3 in excellent yields. In the present communication, we wish to report the very
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useful procedure for the preparation of 3 from 1 and 2 (Scheme 1).

Table 1. Oxidative coupling of hydrazino-1, 3, 5-triazines with N, N-dimethylanilinesa)

1 2 3

a) All the reactions were carried out under the same conditions as those for the 

preparation of 3a.
b) All the products were identified by elemental analyses and spectroscopic data 

(IR, NMR and MS). 
c) Isolated yields. 

d) In ethanol.
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The typical procedure is described for 3a: 2-hydrazino-4, 6-bis (dimethylamino)-

1, 3, 5-triazine (10mmol) and N, N-dimethylaniline (10mmol) were dissolved in a buffer 

solution (200ml) of pH 4.4 prepared from 2N aqueous solution of acetic acid and sodium

acetate. To this solution potassium hexacyanoferrate (Ⅲ) (40mmol) was added in por-

tion wise at room temperature. After stirring for 3 h, the reaction mixture was made 

weakly basic with aqueous sodium carbonate and extracted with chloroform. The extracted 

organic layer was washed with water, dried over sodium sulfate and evaporated to dry-

ness. The residue was recrystallized from 2-methoxyethanol to give 3a in a yield of 

56%. In this manner, the azo compounds 3b-3p were obtained. The results are summarized 

in Table 1. The reactions proceeded smoothly and the yields of N were quite good. 
Therefore, the method seems to be applicable to a wide variety of hydrazino-1, 3, 5-tri-

azines. The reaction using ammonium peroxydisulfate, lead tetraacetate, lead peroxide,

ferric (Ⅲ) chloride or hydrogen peroxide containing Fe (Ⅱ) ion as the oxidizing agent

Table 2. Oxidative coupling of 2-hydrazino-4, 6-bis (dimethylamino)-1, 3, 5-triazine 

with N, N-disubstituted anilinesa)

2 3

a) All the reactions were carried out under the same conditions as those for 

the preparation of 3a.

b) All the products were identified by elemental analyses and spectroscopic 

data (IR, MR and MS). 

c) Isolated yields. 

d) In ethanol.
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gave no or little 3. 
To know the adaptability of this method to other coupling components, the reactions 

of 2-hydrazino-4, 6-bis (dimethylamino)-1, 3, 5-triazine with several kinds of N, N-disub-

stituted anilines were carried out under the conditions described above. The results 

are summarized in Table 2. For the coupling components 2 showed in Table 2, the reac-

tions took place readily to give 3 in good yields. However, the reaction of 2-hydrazino-

4, 6-bis (dimethylamino)-1, 3, 5-triazine with N, N-diethyl- or N-ethyl-N-(2-cyanoethyl)-

anilines gave no coupling products.

In conclusion, we succeeded in the oxidative coupling of 1 with 2 to give 3 by the

use of potassium hexacyanoferrate (Ⅲ) in aqueous acetic acid solution at pH 4.4. Fur-

ther applications of this method to other heterocyclic systems are in progress.
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