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Experimental Section: 

General: All commercially available chemicals and reagents were used without any further 

purification unless otherwise indicated. 1H and 13C NMR spectra were recorded at 500 and 125 

MHz, respectively. The spectra were recorded in DMSO-d6 as solvent. Multiplicity was indicated 

as follows: s (singlet); Chemical shifts are reported in ppm relative to TMS as an internal 

standard. The peaks around delta values of 1H NMR (2.5, 3.4), and 13C NMR (40) are correspond 

to deuterated solvent DMSO-d6. Progress of the reactions was monitored by thin layer 

chromatography (GC).  

General procedure for bromination of PNA in Table S1: 4-Nitroaniline (PNA), solvent, and 

aqueous brominating reagents (indicated in Table S1) were taken in a round bottomed flask 

(RBF) fitted with magnetic stirrer. To the above mixture, 3 equivalents of 35% HCl (1.58 g, 43.3 

mmol) for entries 1 and 2 and 1.5 equivalents of 98% H2SO4(10.65 g, 108 mmol) for entry 3 and 

6 or 1 equiv of 98% H2SO4(0.71 g, 7.24 mmol) for entry 4 and 5 was added drop wise slowly to 

the reaction mixture under stirring at room temperature for 30 minutes followed by  1.5 equiv of 

30% H2O2 (0.3 g or 3.7 g ,10.8 mmol) for one hour (entries 3-5). After complete addition of 

H2O2 the stirring was continued for stirring 2.5 h. After completion of the reaction the reaction, it 

was filtered and washed with water. The yellow solid obtained was oven dried for one hour then 

characterized (yield and purity in indicated in Table S1). Note: Better yield of the product was 

obtained by performing the reaction with reverse addition; that is by the addition of brominating 

reagent solution slowly to the aqueous acidic PNA taken in the reaction flask.   
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Table S1. Bromination of PNA under different conditions 
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Charecterisation data for DBPNA: 

2,6-dibromo-4-nitroaniline (2a):  

 

Yield (20.30 g, 95%, yellow solid, observed melting point 198 0C); 1H NMR (500 MHz, DMSO-

d6): δ 8.27 (s, 2H), 6.79 (s, 2H); 13C NMR (125 MHz, DMSO-d6):  149.6, 136.9, 128.4, 105.8.; 

FT-IR (KBr):3480, 3370, 3084, 2664, 1606, 1500, 1299, 1124, 898, 459 cm-1.; LC-MS:[M+H] 

=294.80. 

References: 

(1)  a) Adimurthy, S.; Ramachandraiah, G.; Bedekar, A. V.; Ghosh, S.; Ranu, B. C.; Ghosh, P. K.     

Green Chem. 2006, 8, 916- 922.  
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1H-NMR spectral of 2(DBPNA)  
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13C-NMR spectral of 2 (DBPNA) 
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GC-MS of DBPNA 
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  LC-MS for DBPNA: 
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FT-IR- spectra of DBPNA. 
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Table S2. Analysis of DBPNA by Colourtex Industries. 
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Characterization of other synthesized products 

2,4,6-tribromoaniline: 

 

Yield (1.5 g, 94%); 1H NMR (200 MHz, DMSO) δ 7.63 (s, 2H), 5.54 (s, 2H). 

 

4-amino-3,5-dibromobenzonitrile: 

 

 
 

Yield (1.29 g, 93%); 1H NMR (200 MHz, CDCl3) δ 7.65 (s, 2H), 5.13 (s, 2H). 

 

4-amino-3,5-dibromobenzoic acid: 

 

 
 

Yield (1.35 g, 95%); 1H NMR (200 MHz, DMSO) δ 7.63 (s, 2H), 5.53 (s, 2H). 

 

4-amino-3,5-dibromobenzenesulfonic acid: 

 

 
 

Yield (1.35 g, 95%); 1H NMR (200 MHz, DMSO) δ 7.63 (s, 2H), 5.52 (s, 2H). 
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2,6-dibromo-4-chloroaniline: 

 

 Yield (1.27 g, 84%); 1H NMR (200 MHz, CDCl3) δ 7.38 (s, 2H), 4.54 (s, 2H). 

 

2,6-dibromo-3-chloro-4-fluoroaniline: 

 

 Yield (1.4 g, 92%); 1H NMR (200 MHz, CDCl3) δ 7.31 (d, J = 8.1 Hz, 1H), 4.55 (s, 2H). 

 

2,4,6-tribromophenol: 

 

 
 

 Yield (1.5 g, 90%); 1H NMR (200 MHz, CDCl3) δ 7.58 (s, 1H), 5.89 (s, 1H). 

 

1-bromo-4-methoxybenzene: 

 

       

Yield (0.927 g, 98%); 1H NMR (200 MHz, CDCl3) δ 7.26 (d, J = 8.9 Hz, 2H), 6.66 (d, J = 8.9 

Hz, 2H), 3.65 (s, 3H). 
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