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2,4,6-TRINITROBENZOIC ACID 
[Benzoic acid, 2,4,6-trinitro-] 
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1. Procedure 
To 3600 g. (1960 cc.) of concentrated sulfuric acid, in a 5-l. flask placed in an empty water bath, is 

added 360 g. (1.6 moles) of technical trinitrotoluene, while the mixture is stirred mechanically (Note 1). 
Sodium dichromate is now added in small quantities (Note 2), with constant stirring, until the 
temperature of the mixture reaches 40°; the empty water bath is now filled with cold water and the 
addition of sodium dichromate continued at such a rate that the temperature remains at 45–55°. In all, 
540 g. (1.8 moles) of sodium dichromate is added, the addition taking one to two hours. When all has 
been added, the mixture, which has now become very thick, is stirred for two hours at 45–55°, and 
poured into a crock containing 4 kg. of crushed ice. The insoluble trinitrobenzoic acid is filtered off and 
carefully washed with cold water until free from chromium salts. On drying it weighs 320–340 g. 

The product is now mixed with 2 l. of distilled water at 35° in a 5-l. flask provided with a stirrer, 
and 15 per cent sodium hydroxide solution is dropped in with continuous stirring until a faint red color 
is just produced (Note 3). Should this disappear, it is restored by the addition of a few drops more. 
When it has persisted for five minutes, the color is discharged by the addition of a few drops of acetic 
acid, and the insoluble unattacked trinitrotoluene filtered off and washed with a little water. The 
trinitrobenzoic acid is precipitated from the filtrate by the addition of a slight excess of 50 per cent 
sulfuric acid. The solution is chilled, and the acid filtered and washed free from salts with ice water 
(Note 4). When dried in air it weighs 230–280 g. (57–69 per cent of the theoretical amount). 

2. Notes 

1. It is essential that the stirring should be most efficient, so that when the mixture becomes thick the 
dichromate will be evenly distributed throughout the liquid, as rapidly as it is added. If the stirring is not 
efficient, local reactions of extreme violence (in certain cases leading to conflagration) will occur. An 
iron stirrer may be employed in the oxidation reaction, but not in the purification. 
2. Technical sodium dichromate generally contains a certain amount of chlorides, and the chlorine 
liberated from these tends to cause a troublesome foam towards the end of the reaction. Only a very 
efficient stirrer, which draws down the surface of the liquid, is able to combat this difficulty. The 
amount of solid sodium dichromate given is for the dry crystalline compound containing two molecules 
of water of crystallization. 
3. Great care should be taken in dissolving the crude acid in the alkali. If an excess of alkali persists for 
any length of time, a permanent color is produced which will discolor the final product. The acid is 
fairly soluble in cold water and should be washed with care. 
4. The mother liquors and washings lose carbon dioxide on boiling, and the insoluble trinitrobenzene 
separates (p. 541); after filtering, washings, and drying, it weighs 15–20 g. (4–6 per cent of the 
theoretical amount). 



3. Discussion 

2,4,6-Trinitrobenzoic acid can be prepared by the oxidation of trinitrotoluene with a mixture of 
concentrated nitric and sulfuric acids,1 a method which is unsuitable in the laboratory owing to the 
difficulty of devising suitable apparatus; by oxidation in nitric acid solution by means of potassium 
chlorate,2 a method which has been found difficult to control on a laboratory scale; and by the procedure 
described, a modification of a patented process,3 in which trinitrotoluene suspended in sulfuric acid is 
oxidized by chromic anhydride. 

This preparation is referenced from: 

Org. Syn. Coll. Vol. 1, 455  
Org. Syn. Coll. Vol. 1, 541  
Org. Syn. Coll. Vol. 3, 334  
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Appendix 
Chemical Abstracts Nomenclature (Collective Index Number); 

(Registry Number) 

nitric and sulfuric acids 

sulfuric acid (7664-93-9) 

acetic acid (64-19-7) 

sodium hydroxide (1310-73-2) 

nitric acid (7697-37-2) 

carbon dioxide (124-38-9) 

chlorine (7782-50-5) 

sodium dichromate (7789-12-0) 

potassium chlorate (3811-04-9) 

2,4,6-Trinitrobenzoic acid,  
Benzoic acid, 2,4,6-trinitro- (129-66-8) 

trinitrotoluene (118-96-7) 

trinitrobenzoic acid



trinitrobenzene 

chromic anhydride 
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