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Summary  

This study involves the preparations of some pyridine derivatives starting from  

Isonicotinic acid (1) following these steps : 

First : The Synthesis of  Isonicotinoyl acid chloride (2) by The  reaction of 

Isonicotinic acid (1) and thionylchloride . 

Second : The Synthesis of some amide and ester derivatives by reaction between  

Isonicotinoyl acid chloride (2) and substituent amine or phenol derivatives ( 

Semicarbazide, Thiosemicarbazide, Benzohydrazide, Aniline, 4-

phenylazoaniline, 4-phenylazophenol, p-Aminophenol, p-Aminoacetophenone, 

m-Toluidine, 4-Bromoaniline ) that yielded these compounds (A1-A10) . 

Third : The Synthesis of  some pyridinium salt derivatives by The  reaction of 

(A1-A10) and alkyl halides (ethyl chloroacetate,n-propyl bromide, benzyl 

chloride), that yielded these compounds (B1-B24) . 

All The prepared structure compounds were confirmed using spectroscopic 

techniques (FTIR & 
1
HNMR). Prepared compounds (B1-B24) were successfully 

applied as organic corrosion inhibitors for mild steel in 1M H2SO4  solution at 

30°C by using weight loss method after 24 hours immersion. The results of 

weight loss measurements showed that corrosion inhibition efficiency increased 

by increasing the concentration of organic inhibitors for mild steel in 1M H2SO4 

solution at 30°C. 
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Scheme 3-1: The chemical steps for the synthesis of compounds (B1-B24). 
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1. Introduction 

1.1. Characteristics of some pyridine derivatives    

Isonicotinic acid or 4-carboxypyridine is The organic compound with the 

formula (C6H5NO2). This compound was derivated from pyridine and a 

substituent of carboxylic group at the 4-position. Isonicotinic acid is soluble in 

methanol, ethanol, 1-propanol, 2-propanol, and 1,2-propanediol  at  (17 – 86 
o
C) 

[1]
 . The structure of isonicotinic acid has a structure of pyridine ring (see Figure 

1-1) that is like benzene ring, with replacement of CH by N atom. Pyridine ring 

is not regular hexagonal geometry caused by the presence of the heteroatom, 

with short carbon – nitrogen bonds, with replacement of a hydrogen in the plane 

of the ring with an unshared electron pair, which is responsible for the basic 

properties of pyridines, and this ring has a strong permanent dipole, due to 

greater electronegativity of nitrogen compared with carbon 
[2]

 . 

 

 
Figure 1-1: Pyridine ring. 

 

Pyridine is nucleophilic at the nitrogen atom because the electrons pair on 

nitrogen  atom can not be delocalized around the  ring. It is weakly base, and 

with hydrochloric acid it forms a crystalline pyridinium hydrochloride salt by 

protonation reaction under mild conditions, which is the simplest being 1H – 

pyridinium formed by addition of a proton (see Figure 1-2).  

 

 

 

 

 

https://en.wikipedia.org/wiki/Organic_compound
https://en.wikipedia.org/wiki/Pyridine
https://en.wikipedia.org/wiki/Carboxylic_acid
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Figure 1-2: 1H-pyridinium ion 

 

As well as pyridine, isonicotinic acid has been oxidized by oxidative agent to 

obtain isonicotic N-oxide through intermediate of isonicotinanilide N-oxide (see 

Scheme 1-1) 
[3]

 .    

 

 

 
Scheme 1-1: isonicotinanilide N-oxide. 

 

Vörös et al 
[4]

, reported that N-oxidations of different nitrogen-containing 

heterocyclic molecules (of different pyridine derivative, quinoline  and 

isoquinoline ) were applied using two popular oxidizing reagents (m-CPBA (m-

chloroperoxybenzoic acid) in DCM or with aqueous H2O2 in acetic acid) (see 

Scheme 1-2). 
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Scheme 1-2 pyridine derivative 

 

 

Pyridinium chlorochromate (PCC) (see Scheme 1-3) is a yellow-orange salt with 

the formula [C5H5NH][CrO3Cl]. It is a good catalyst in the preparative organic 

reactions used primarily for oxidation of alcohols to form carbonyls 
[5]

. PCC 

consists of a pyridinium cation, [C5H5NH]
+
, and a tetrahedral chlorochromate 

anion, [CrO3Cl]
-
. Related salts are also known, such as 1-butylpyridinium 

chlorochromate, [C5H5N(C4H9)][CrO3Cl]. The reagent was originally prepared 

via addition of pyridine into a cold solution of chromium trioxide in 

concentrated hydrochloric acid 
[6]

 . 

 

 

 
Scheme 1-3: Pyridinium chlorochromate (PCC). 

 
 

Some applications of pyridinium salts derivatives:  

1-Alkyl-4-(N,N-dimethylamino)pyridinium halides are a class of pyridinium 

salts that have found many applications such as phase-transfer catalysts in 

https://en.wikipedia.org/wiki/Salt_(chemistry)
https://en.wikipedia.org/wiki/Chemical_formula
https://en.wikipedia.org/wiki/Organic_synthesis
https://en.wikipedia.org/wiki/Organic_synthesis
https://en.wikipedia.org/wiki/Organic_redox_reaction
https://en.wikipedia.org/wiki/Alcohol
https://en.wikipedia.org/wiki/Carbonyl
https://en.wikipedia.org/wiki/Pyridinium
https://en.wikipedia.org/wiki/Pyridine
https://en.wikipedia.org/wiki/Chromium_trioxide
https://en.wikipedia.org/wiki/Hydrochloric_acid
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organic transformations 
[7]

, surfactants 
[8]

, liquid crystal display mediums
[9]

, 

ionic crystals for second-order non-linear optics 
[10]

, ionic liquids
[11]

 and 

additives for protein refolding processes 
[12]

. 

 Methods for the preparation of some 1-alkyl-(N,Ndimethylamino) pyridinium 

bromides via a quaternization reaction of the alkyl halide with 4-

dimethylaminopyridine in solvents such as 2-propanol, dioxane and acetone. A 

homologous series of 1-alkyl-(N,N-dimethylamino)pyridinium bromides, 

termed compounds 1–11, was synthesized and studied for antibacterial and 

antifungal activity (see Scheme 1-4) 
[13]

. 

 

 
Scheme 1-4: 1-Alkyl-4-(N,N-dimethylamino)pyridinium 

 

 

Synthetic route to potentially biocidal silsesquioxanes functionalized by 

quaternary pyridinium functionalities has been developed. N-Alkylation 

reactions of the precursor compounds 4-(2-(trimethoxy silyl) ethyl)-pyridine and 

4-(2-trichlorosilylethyl) pyridine with iodomethane, n-hexyl bromide, and n-

hexadecyl bromide cleanly afforded the corresponding N-alkyl pyridinium salts 

(see Scheme 1-5) 
[14] 

. 

 

 
Scheme 1-5: N-alkyl pyridinium salts 
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A series of new bioactive polymers with pendant choline analogous group was 

prepared by anion exchange reaction direct at the quaternary nitrogen of the 

polycation. Poly(4-vinyl 2-hydroxyethylpyridinium) chloride (see Figure 1-3) 

was prepared in situ by simultaneous polymerization and quaternization of 4-

vinyl pyridine with 2-chloroethanol that also acts as catalyst 
[15]

. 

 

 

 
Figure 1-3: Poly(4-vinyl 2-hydroxyethyl pyridinium) chloride. 

 

 

Due to the massive outbreaks of pathogen-caused diseases and the increase of 

drug-resistant pathogens, there is a particular interest in the development of 

novel disinfection agents with broad-spectrum anti-pathogenic activity. Water-

soluble pyridinium-type polyvinyl pyrrolidones with different counter anions 

were prepared using azobisisobutyronitrile (AIBN) as initiator. The overall route 

of the synthesis of poly (4VP-co-NVP) and quaternization is schematically 

shown in Scheme( 1-6) 
[16]

. 
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Scheme 1-6: Poly (4VP-co-NVP). 

 

Piers et al 
[17]

, found that lithium dialkyl- and diarylcuprates demonstrated good 

levels of selectivity on addition to N-acyl pyridinium salt, generated in situ by 

the reaction of pyridine with methyl chloroformate, at the 4-position (see 

Scheme 1-7).  

 

 
Scheme 1-7: Selectivity on addition to N-acyl pyridinium salt. 

 

 

Donohoe et al 
[18]

, undertook an efficient, one-pot, synthesis of activated 

pyridine from picolinic acid (see Scheme 1-8). Subsequent N-alkylation was 

achieved in excellent yield to furnish pyridinium salts. The intermediate 

generated by the reduction of such salts can be reacted successfully with a range 

of different electrophiles (acids, alkyl halides, and carbonyl compounds) and the 

intermediate hydrolyzed in situ to provide a wide range of dihydropyridones. 
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Scheme 1-8: Pyridinium salts. 

 

The Zincke reaction is an overall amine exchange process that converts N-(2,4-

dinitrophenyl)pyridinium salts, known as Zincke salts, to N-aryl or N-alkyl 

pyridiniums upon treatment with the appropriate aniline or alkyl amine. 

Reaction of Zincke salt with (R)-(-)-phenylglycinol offers a practical entry to 

chiral 3-substituted pyridinium salt 
[19]

 (see Scheme 1-9) 

 

 
Scheme 1-9: The Zincke reaction. 

 

 

1.2.1. Acid chloride 
[20]

 

Acid chlorides are generally prepared in the same manner as alkyl chlorides, by 

replacing the corresponding hydroxy substituents with chlorides. Thus, 

carboxylic acids are treated with thionyl chloride (SOCl2), phosphorus 

trichloride (PCl3), or phosphorus pentachloride (PCl5) (see Scheme 1-10).  

https://en.wikipedia.org/wiki/Alkyl_chloride
https://en.wikipedia.org/wiki/Thionyl_chloride
https://en.wikipedia.org/wiki/Phosphorus_trichloride
https://en.wikipedia.org/wiki/Phosphorus_trichloride
https://en.wikipedia.org/wiki/Phosphorus_pentachloride
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Scheme 1-10: Acid chlorides synthesis. 

 

The reaction mechanisms involving thionyl chloride and phosphorus 

pentachloride are similar; the mechanism with thionyl chloride is illustrative at 

Scheme (1-11). 

 

 
Scheme 1-11: The reaction mechanisms involving thionyl chloride. 

 

1.2.2. Amides  

 

Amides are pervasive in nature and technology as structural materials. Many 

methods exist in amide synthesis. The simplest method for making amides is by 

coupling a carboxylic acid with an amine. Coupling reactions with acyl 

chlorides could be formed amide bond by reacting the acyl chloride with the 

desired amine (Aminolysis) (see Scheme 1-12). An additional base is usually 

required to trap the formed HCl and to avoid the conversion of the amine into its 

unreactive HCl salt. Couplings are usually performed in inert dry solvents, in the 

presence of a non-nucleophilic tertiary amine (NEt3, iPr2NEt (also called 

Hunig’s base), or N-methylmorpholine)
 [21]

. 

 

 

https://en.wikipedia.org/wiki/Carboxylic_acid
https://en.wikipedia.org/wiki/Amine
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There are many substituted pyridines having simple structures and greater 

pharmacological importance e.g. nicotinamide, nicotinic acid, 4-Amino pyridine 

and isoniazid etc. Two drugs can be given simultaneously to the patient in the 

form of twin drugs (N-(pyridine-3-carbonyl)-Isonicotinamide) (See Scheme 1-

12)  in order to minimize the dose and side effects. Because of increase in 

lipophilicity, bioavailability is increased 
[22]

. 

 

 
Scheme 1-12: N-(pyridine-3-carbonyl)-Isonicotinamide synthesis. 

 

Ramalakshmi et al 
[23] 

, reported that nicotinic acid hydrazide was prepared by 

converting  nicotinic acid to nicotinyl chloride using phosphorous penta 

chloride, then the acid chloride which on reaction with hydrazide yielded 

nicotinic acid hydrazide ( see Scheme 1-13). 

 

 

Scheme 1-13: Nicotinic acid hydrazide preparation.  

  

 

1.2.3. Reactions of acid chloride with phenols  

Phenols react with carboxylic acid anhydrides and acid chlorides to form esters. 

These reactions are quite similar to those of alcohols. The reaction of acyl 

chlorides with alcohols is one of the best ways to synthesize an ester. The 

reaction of an acyl chloride with an alcohol to form an ester occurs rapidly and 

does not require an acid catalyst. Pyridine is often added to the reaction mixture 
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to react with the HCl that forms. (Pyridine may also react with the acyl chloride 

to form an acylpyridinium ion, an intermediate that is even more reactive toward 

the nucleophile than the acyl chloride (see Scheme 1-14) 
[24]

. 

 

 
Scheme 1-14: Ester preparation. 

 

Christensen has been carried out a method for preparation of the p-nitrophenyl-, 

N-hydroxysuccinimidyl- and pentafluorophenyl esters of isonicotinic and 

picolinic acids from the corresponding acid chlorids (see Scheme 1-15) 
[25]

. 

 

 
Scheme 1-15: Esters of isonicotinic and picolinic acids. 

 

1.3. Azo compounds 

Azo dyes are prepared in a two-step reaction, the first being the synthesis of an 

aromatic diazonium ion from an aniline derivative. The next step is coupling of 

the diazonium salt with electrons enrich aromatic compound (phenol, 
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aniline…etc.) ( see Scheme 1-16). The colors of azo dyes include different 

shades of yellow, red, orange, brown, and blue 
[26] 

. 

 

 
Scheme 1-16: Azo dye preparation. 

 

1.4. Corrosion phenomena of steel  

Corrosion is an electrochemical process in which a metal reacts with its 

environment to form an oxide or other compound. The cell which causes this 

process has three essential constituents: an anode, a cathode and an electrically 

conducting solution. Simply, the anode is the site at which the metal is corroded; 

the electrolyte solution is the corrosion medium; and the cathode forms the other 

electrode of the cell and is not consumed in the corrosion process. Uniform 

corrosion or general corrosion is assumed to be most common form of corrosion 

and particularly responsible for most the materials loss.
 [27]

 

Mechanism of uniform corrosion includes two electrochemical reactions: 

 

Formation of the rust is occurred by the reaction ferrous ions (Fe2+) with the 

hydroxyl ions (OH
-
) to yield ferrous hydroxide Fe(OH)2, this Iron(II) hydroxide 

is non-soluble substance and separated in the electrolytic media. Fe(OH)2 

usually is called a rust with a white green color of substance. Also, Fe(OH)2 

converted by oxidation with access of oxygen to Fe(OH)3 which is known as 
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ferric hydroxide. Finally ferric hydroxide by oxidation could be transformed into 

ferric oxide Fe2O3 with water molecules. There are other different rust types, 

such as Iron(II,III) oxide (magnetite) with chemical formula Fe3O4, -Fe3O4 

(maghemite, brown oxide) and -FeOOH (lepidocrocite, yellow oxide) are 

formed due to diversity the condition reactions in the environment. The rust 

formation could be explained by the mechanism that is shown in the Figure(1-4) 

[28][29]
. 

 

 
Figure 1-4 corrosion mechanism  

 

General corrosion can be decelerated or terminated its processing on basis of the 

following basic treatments; 

(1) Electrons flow can be decelerated or terminated by: (a) Metal surface coating 

with inert medium like different types of painting, (b) Reduce the solution 

conductivity that in contact with the metal by keeping it dry.  

(2) Coating treatments can be decelerated or terminated oxygen to get to the 

surface.
[30]
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(3) High resistant metal can be prevented the electrons to flow out in the 

electrochemical process, that can be occurred by using sacrificial coating, 

cathodic protection and organic and inorganic inhibitors. 

(4) Select a metal that is easily produced an oxide film which prevents the 

electrochemical reaction .
[31]

  

 

1.4.1. Organic inhibitors 

Organic compounds used as inhibitors, occasionally, they act as cathodic, anodic 

or together, as cathodic and anodic inhibitors, nevertheless, as a general rule, act 

through a process of surface adsorption, designated as a film- forming. Naturally 

the occurrence of molecules exhibiting a strong affinity for metal surfaces 

compounds showing good inhibition efficiency 

and low environmental risk 
[32]

. The organic inhibitors build up a protective 

hydrophobic film adsorbed molecules on the metal surface, which provides a 

barrier to the dissolution of the metal in the electrolyte. They must be soluble or 

dispersible in the medium surrounding the metal 
[33]

. 

 

Example (1) The corrosion inhibition of  carbon steel in saline solution at 50°C 

with hydroxyethyl imidazoline-type inhibitors (see Figure 1-5) has been 

evaluated by using electrochemical techniques. The results showed a low 

performance of the inhibitors. However, it was observed that inhibitors either 

can be adsorbed on the substrate surface or modify the solution resistivity and 

thereby enhanced the corrosion performance 
[34]

. 
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Figure 1-5 imidazoline-type inhibitors 

 

 Example (2) Corrosion inhibitory effects of new synthesized compound namely 

5,5'-((1Z,1'Z)-(1,4-phenylenebis(methanylylidene))bis(azanylylidene))bis(1,3,4-

thiadiazole-2-thiol) (PBB) (see Figure 1-6) on mild steel in 1.0 M HCl was 

investigated at different temperatures using electrochemical tests. Results 

showed that PBB inhibited mild steel corrosion in acid solution and indicated 

that the inhibition efficiencies increased with the concentration of inhibitor. 

Changes in impedance parameters suggested the adsorption of PBB on the mild 

steel surface, leading to the formation of protective films 
[35]

. 

 
Figure 1-6 effects of  new synthesized compound (PBB) 

 

Example (3)The corrosion and inhibitor adsorption processes in mild steel 

pyridinium iodide derivatives (see Figure 1-7) hydrochloric acid systems was 

studied at different temperatures electrochemical measurements. It was found 

that the studied compounds exhibit a very good performance as inhibitors for 

mild steel corrosion in 1.5M HCl. Results show that the inhibition efficiency 



Chapter One                                                                              Introduction  

 

15 
 

increases with decreasing temperature and increasing concentration of 

inhibitors. A good correlation occurred between the substituent type and the 

inhibition efficiency 
[36]

.  

 

 
Figure 1-7 pyridinium iodide derivatives 
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1.5. Aim of work :  

Synthesis of some new pyridinium salts derivatives as organic corrosion 

inhibitors on mild steel ,these compounds were finally characterized using 

spectroscopic techniques (FTIR & 
1
HNMR ). Weight loss method was used to 

evaluate the efficiency of the synthesis inhibitors.  
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2- Experimental Part 

2.1. Instruments and apparatuses  

1- The infra-red spectra of the synthesis compounds were recorded using 

FTIR 8300 Fourier transform infrared spectrophotometer of SHIMADZU 

Company as a potassium chloride disc in the wave number wave range of 

(4000-400)cm-1,AL-Nahrain University, Department of  Chemistry and  

IbnSina State Company/ the Ministry of  Industry Located at Baghdad 

University. 

2- 
1
H-NMR spectra were recorded on nuclear magnetic resonance Bruker 

spectrophotometer model Ultrasheild 400 MHz using tetramethylsilane 

internal standard and DMSO-d6 as solvent (Isfahan University of 

Technology (IUT), Iran). 

3- Melting point was determined by the open capillary method using hot 

stage Gallenkamp melting point apparatus and was uncorrected, AL-

Nahrain University, Department of  Chemistry. 

4- The element analysis of mild steel was performed by Spectro max-

Germany, 2009, State Company for Inspection and Rehabilitation ,Ministry 

of  Industry and Materials. 

 

 

2.2. Chemicals 

The chemicals used in this work were supplied from BDH, Fluka and 

Merck supplier companies. 
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2.3. Preparation methods 

2.3.1. Synthesis of Isonicotinoyl chloride (2) 
[37]

: 

 

 

In a Round bottom flask, fitted with magnetic stirrer, a reflux condenser, is 

placed (1.23g, 0.01 mol) of Isonicotinic acid. The stirrer is started, and 5 

ml. (8.18 g, 0.069 mol) of thionyl chloride was added. After the addition is 

complete, the mixture was heated with continuous stirring for 1 hour; then 

the excess thionyl chloride is removed by distillation. The prepared acid 

chloride was used freshly for the next step. 

 

Table 2-1: Physical properties of compound (2): 

Isonicotinoyl Chloride 

Molecular formula C6H4NOCl 

Color Light yellow 

Molecular weight(g/mole) 141.563 

M.P. , 
°
C Solid 

Yield% --- 

 

 

 

 

 

 

 



Chapter Two                                                                    Experimental part 

 

19 
 

2.3.2. Preparation of 4-phenylazoaniline: 
[38,39]

 

 

a) Diazotization.  

In beaker (50 mL) dissolve (2 mL, 0.02 mol) of aniline in (4 mL) distilled 

water and (4 mL) concentrated hydrochloric acid. Place the beaker in ice 

water bath at (0 - 5) C for half hour. Add slowly sodium nitrite solution 

[(2 g, 0.02 mol) in (10 mL) distill water] previously cooled to 0 C. A 

yellow solution will be obtained and keep it for the next step. 

b) Coupling reaction. 

Aniline (15 mL, 0.16 mole) was added slowly to yellow solution with 

constant stirring, then add slowly (2.5 g) of finely powdered aniline 

chloride [prepared by adding (2 mL) aniline with excess (3 mL) 

concentration hydrochloric acid]. The result was cooled, filtered and 

washed with small volume of ether, then dried. After, that the mixture 

warmed to (40 - 45 C) in water bath for 1hr. The reaction mixture was 

allowed to stand for 30 min., then added with stirring (15 mL) of glacial 

acetic acid with equal volume of water. Allow the mixture to stand with 

stirring for 15min., filtered using section pump and washed with (10 mL) 

of water and dried. The crude product was recrystallized with CCl4. 

Table 2-2: Physical properties of 4-phenylazoaniline: 

4-phenylazoaniline 

Molecular formula C12H11N3 

Color Dark red  

Molecular weight(g/mole) 197.24 

M.P. , 
°
C 124-126 (123 to 126  °C (lit.)) 

[40] 

Yield% 73 
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2.3.3. Preparation of 4-phenylazophenol: 
[41]

 

 

Aniline (3 mL, 0.0374 mol) was dissolved in concentrated hydrochloric 

acid (10.25 mL) and water (10.25 mL). Aqueous sodium nitrite [2.85 g, 

0.0425 mole in water (8.75 mL)] was added to the aniline solution drop 

wise while stirring at 0ºC. Phenol (3.41 g, 0.0375 mole) was dissolved in a 

sodium hydroxide solution [3.2 mL, 0.01 mole NaOH in water (3.5 mL)], 

and cooled to 0°C. The aniline and sodium nitrite mixture was added drop 

wise to the phenolate. The yellow precipitate was formed and then filtered, 

dried, and recrystallized with CCl4. 

 

Table 2-3: Physical properties of 4-phenylazophenol: 

4-phenylazophenol 

Molecular formula C12H10N2O 

Color Yellow 

Molecular weight(g/mole) 198.22 

M.P. , 
°
C 149-151 (150-152 °C (lit.)) 

[40]
 

Yield% 80 

 

 

 

 

 

 

 

 

 

° 
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2.3.4. Synthesis of Isonicotinoyl amide and Isonicotinoyl ester (A1-

A10): 
[42]

 

 

An appropriate amount of acid chloride (0.01 mol) and a proper amine 

(0.01 mol were added to (20 mL) pyridine. The reaction mixture was 

refluxed for 8 hours. The solvent was evaporated. Then (10% NaOH) in 

ethanol was added to the obtained product for neutralization. Finally, the 

crude yield was recrystallized from ethanol (A1-A10). 

 

Table 2-4: Physical properties of compounds (A1-A10): 

 Name of compound Chemical 

formula 

Color M.W. 

(g/mol) 

M.P., 

°C 

Yield 

(%) 

1 2-isonicotinoylhydrazinecarboxamide (A1) C7H8N4O2 Brown 180.19 294 Dec 79 

2 2-isonicotinoylhydrazinecarbothioamide (A2) C7H8N4OS Yellow 196.11 270-273 73 

3 N-benzoylisonicotinohydrazide (A3) C13H11N3O

2 

Yellow 241.24 230-232 67 

4 N-phenylisonicotinamide (A4) C12H10N2O Gray 198.22 182-185 83 

5 N-(4-(phenyldiazenyl)phenyl) isonicotinamide 
(A5) 

C18H14N4O Dark 
brown 

302.32 167-169 62 

6 4-(phenyldiazenyl) phenyl isonicotinate (A6) C18H13N3O

2 

Dark 

brown 

303.31 210 Dec 69 

7 N-(4-hydroxyphenyl)isonicotinamide (A7) C12H10N2O

2 

Dark 
brown 

214.22 189-192 76 

8 N-(4-acetylphenyl)isonicotinamide (A8) C14H12N2O

2 

Dark 

brown 

240.25 256-258 60 

9 N-(m-tolyl)isonicotinamide (A9) C13H12N2O Yellow 212.24 204-206 77 

10 N-(4-bromophenyl)isonicotinamide (A10) C12H9Br 

N2O 

Brown 277.11 282-285 79 
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2.3.5. Synthesis of Pyridinium salts (B1-B24): 
[43]

 

 

A mixture of (0.01 mol) isonicotinoyl amide or ester and (0.01 mol) of a 

proper alkyl halide (ethyl chloroacetate, n-propyl bromide, benzyl chloride) 

in 10 mL of ethanol was allowed to stand overnight at room temperature. 

The mixture was then heated at the reflux temperature for 24 hours. Then 

the product was filtered, washed with ethanol and dried (B1-B24). 

 

Table 2-5: Physical properties of compounds (B1-B24): 

 Name of compound Chemical 

formula 

Color M.W. 

(g/mol

) 

M.P. 

°C 

Yiel

d 

(%) 

1 4-(2-carbamoylhydrazinecarbonyl)-1-(2-ethoxy-

2-oxoethyl)pyridinium chloride (B1) 

C11H15ClN4O4 Pale 

yellow 

302.71 280 

Dec. 

79 

2 1-benzyl-4-[(2-carbamoylhydrazinyl)carbonyl] 

pyridinium chloride (B2) 

C14H15ClN4O2 Pale 

white 

306.74 <310 74 

3 4-[(2-carbamoylhydrazinyl)carbonyl]-1-

propylpyridinium bromide (B3) 

C10H15BrN4O2 Orange 303.15 270-273 77 

4 4-[(2-carbamothioylhydrazinyl)carbonyl]-1-(2-

ethoxy-2-oxoethyl)pyridinium chloride (B4) 

C11H15ClN4O3S Yellow 318.77 270 

Dec. 

78 

5 1-benzyl-4-[(2-arbamothioylhydrazinyl) 

carbonyl] pyridinium chloride (B5) 

C14H15ClN4OS White 322.81 <310 71 

6 4-[(2-carbamothioylhydrazinyl)carbonyl]-1-

propylpyridinium bromide  (B6) 

C10H15BrN4OS Yellow 319.22 <310 73 

7 4-[(2-benzoylhydrazinyl)carbonyl]-1-(2-

ethoxyprop-2-en-1-yl)pyridinium chloride (B7) 

C18H20ClN3O3 Pale 

Yellow 

361.82 221-223 70 

8 4-[(2-benzoylhydrazinyl)carbonyl]-1-

benzylpyridinium chloride (B8) 

C20H18ClN3O2 Pale 

white 

367.82 <310 81 

9 4-[(2-benzoylhydrazinyl)carbonyl]-1-

propylpyridinium bromide (B9) 

C16H18BrN3O2 Pale 

yellow 

364.23 <310 76 

10 1-(2-ethoxy-2-oxoethyl)-4-(phenylcarbamoyl) 

pyridinium chloride (B10) 

C16H17ClN2O3 Brown 320.77 <310 66 

11 1-benzyl-4-(phenylcarbamoyl) pyridinium 

chloride (B11) 

C19H17ClN2O Brown 324.80 <310 83 

12 4-(phenylcarbamoyl)-1-propyl pyridinium 

bromide (B12) 

C15H17BrN2O Brown 

 

321.21 <310 70 

13 1-(2-ethoxy-2-oxoethyl)-4-((4-(phenyldiazenyl) C22H21ClN4O3 Dark 424.88 <310 78 
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phenyl)carbamoyl)pyridinium chloride (B13) brown 

14 1-benzyl-4-((4-(phenyldiazenyl)phenyl) 

carbamoyl)pyridinium chloride (B14)  

C25H21ClN4O Dark 

brown 

428.91 <310 68 

15 4-((4-(phenyldiazenyl)phenyl)carbamoyl)-1-

propylpyridinium bromide (B15) 

C21H21BrN4O Dark 

brown 

425.32 <310 80 

16 1-(2-ethoxy-2-oxoethyl)-4-((4-(phenyldiazenyl) 
phenoxy)carbonyl)pyridinium chloride (B16) 

C22H20ClN3O4 Dark 
brown 

425.86 <310 80 

17 1-benzyl-4-((4-(phenyldiazenyl)phenoxy) 

carbonyl)pyridinium chloride (B17) 

C25H20ClN3O2 Brown 429.89 <310 71 

18 4-((4-(phenyldiazenyl)phenoxy)carbonyl)-1-
propyl pyridinium bromide (B18) 

C21H20BrN3O2 Deep 
brown 

426.30 <310 77 

19 1-(2-ethoxy-2-oxoethyl)-4-[(4-hydroxyphenyl) 

carbamoyl]pyridinium chloride (B19) 

C16H17ClN2O4 Dark 

brown 

336.77 <310 78 

20 1-benzyl-4-[(4-hydroxyphenyl)carbamoyl] 
pyridinium chloride (B20) 

C19H17ClN2O2 Dark 
brown 

340.80 <310 75 

21 4-[(4-hydroxyphenyl)carbamoyl]-1-propyl 

pyridinium bromide (B21) 

C15H17BrN2O2 Dark 

brown 

337.21 <310 68 

22 4-[(4-acetylphenyl)carbamoyl]-1-(2-ethoxy-2-
oxoethyl)pyridinium chloride (B22) 

C18H19ClN2O4 Brown 362.80 <310 79 

23 1-(2-ethoxy-2-oxoethyl)-4-[(3-methylphenyl) 

carbamoyl]pyridinium chloride (B23) 

C17H19ClN2O3 Pale 

white 

334.79 <310 84 

24 4-[(4-bromophenyl)carbamoyl]-1-(2-ethoxy-2-
oxoethyl)pyridinium chloride (B24) 

C16H16BrClN2O

3 

Yellow 399.66 290-292 81 

 

 

2.4. Weight loss measurements 

Weight loss measurements is a good way of measuring the corrosion rate of 

a metal by exposing the sample to the test medium (e.g. acidic media) and 

measure the loss of weight of the material as a function of time. Although 

these tests are simple, there is no simple way to extrapolate the results to 

predict the lifetime of the system under investigation. The sheet of mild 

steel used has the composition percentages (0.002% P, 0.288% Mn, 0.03% 

C, 0.0154% S, 0.0199% Cr, 0.002% Mo, 0.065% Cu, and 0.0005% V) and 

the remainder iron. The mild steel sheet was mechanically press-cut into 

disc shape with diameter (2.5 cm) 
[44]

. These disc shapes were polished 

with emery paper of 300, 500, 700, 1000 grits successively to achieve a 

smooth mild steel surface. The polished surface was cleaned thoroughly 

with distillated water and acetone to expose the micro structure, remove 

polishing residuals and possible grease. The treated specimens were then 

stored in a moisture-free desiccator before their use in corrosion studies. 
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Mild steel specimens were initially weighed in an electronic balance. After 

that, the specimens were suspended and completely immersed in 250 ml 

beaker containing aqueous solution of 1M sulphuric acid in the presence 

and absence of inhibitors in different concentration (0.0005, 0.001, 

0.005and 0.01)M for 24 hrs at 30ºC. The specimens were removed after 24 

hrs exposure period, washed with water to remove any corrosion products 

and finally washed with acetone. Then they were dried and reweighed. The 

weight loss measurements were taken using the procedures and precautions 

described elsewhere 
[45-46]

. Weight loss allowed calculation of the mean 

corrosion rate in (mg cm
-2

 h
-1

). The corrosion rate of mild steel was 

determined using the relation (2.1) 
[47]

: 

 

W=Δm/St……………….. (2.1) 

where W is corrosion rate of mild steel, (Δm) is the mass loss in mg unit, 

(S) is the area (cm
2
) and (t) is the immersion period (hours). 

 

Duplicate experiments were performed in each case and the mean values 

reported. The percentage inhibition efficiency (% IE) was calculated using 

the following equation (2.2) 
[48]

:  

 

 

 

% IE = (1- Wi/ Wo) × 100 ……………….. (2.2) 

where Wo and Wi are the weight loss in uninhibited and inhibited corroding 

solutions, respectively. 
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3- Results and Discussion 

3.1. Synthesis of Pyridinium salts derivatives (B1-B24) : The chemical steps 

for the synthesis of compounds (B1-B24) are shown in Scheme 3-1. 

  

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

Scheme 3-1: The chemical steps for the synthesis of compounds (B1-B24). 
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The reactions above are included new pyridinium salt derivatives(B1-B24) 

through usual preparation methodes by converting isonicotinic acid (1) into 

isonicotinoyl chloride (2),  and followed to prepare some amide and ester 

derivatives (A1-A10). Finelly, pyridinium salt derivatives (B1-B24) were 

synthesized by reaction  ester and amide derivatives (A1-A10) with an alkyl 

halide (ethyl chloroacetate, benzyl chloride and n-propyl bromide).  

The mechanism reaction of preparation of isonicotinoyl chloride (2) is shown in 

Scheme (3-2), as a general mechanism. 
[49]

 

 

 

Scheme (3-2): The general mechanism of preparation an acid chloride. 

 

The mechanism reaction for the preparation of amide derivatives is shown in 

scheme (3-3), as a general mechanism. 
[49]
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Scheme (3-3): The general mechanism of preparation of an amide derivative. 

 

In cases in which resulting ester is sensitive to acid, the reaction can be carried 

out in the presence of a tertiary amine to neutralize the HCl as it is formed. The 

amines most commonly used for this purpose are pyridine and triethylamine. 

The mechanism reaction for the preparation of ester derivatives is shown in 

scheme (3-4), as a general mechanism. 
[49]

 

 

 

Scheme (3-4): The general mechanism of preparation of an ester derivative. 
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The reaction for the preparation of pyridinium salts derivatives can be followed 

SN2 mechanism, as shown in scheme (3-5). 
[49]

 

 

 

Scheme (3-5): The general mechanism of preparation of SN2 mechanism. 

 

 

 

3.2. FT-IR spectrum of synthesis compounds. 

3.2.1. Characterization of amide and ester derivatives of isonicotinic acid 

(A1-A10). 

Generally, the characterastic stretching bonds of FTIR spectra for amide and 

ester derivatives of isonicotinic acid (A1-A10) are (C=O) bonds. The stretching 

(C=O) bonds of the compounds (A1-A10) within the range  (1690-1630 cm
-1

) 

for amides and (1750-1720 cm
-1

) for esters, that’s comparing with the stretching 

(C=O) bond of the compound (1) at 1716 cm
-1

 (see Fig. 3-1). Besides, others 

characterastic stretching bonds, as (C-H) aromatic bond at (3100-3000 cm
-1

)  

and azo (N=N) bond that exhibits absorptions at  (1505-1550  cm
-1

). As well as, 

characterastic stretching bond of (N-H) amide which appears at (3100-3500 cm
-

1
) 

[50]
. Figures (3-2) to (3-11) represent the FTIR spectra for amide and ester 

derivatives of isonicotinic acid (A1-A10), respectively. Table (3-1) shows the 

spectral data of FTIR of compounds (A1-A10). 
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Table 3-1: IR spectral data of prepared compounds (A1-A10) in cm
-1

.  

Comp. 

No. 
 C-H 

aromatic 

 C-H 

aliphatic 

 C=C 

aromatic 

 C=O  N-H 

amide 

 N=N 

 

Others 

(1) 3051 - 1616 1716 acid - - 3105 

(O-H) 

A1 3097 - 1604 1693(CONH2) 

1666(CONH) 

3356 

3163 

- - 

A2 3047 - 1608 1681 3151 - - 

A3 3062 

 

- 1604 1685 

 

3406 

 

- - 

A4 3043 - 1600 1658 3340 - - 

A5 3056 - 1597 1685 3356 1504 - 

A6 3078 - 1600 1724 - 1546 - 

A7 3078 - 1600 1651 3348 - 3348 

(O-H) 

A8 3043 - 1593 1676 

1642 

3356 - - 

A9 3059 

 

2962 

2846 

1600 1678 3417 - - 

A10 3082 - 1593 1681 3309 - 520 

 (C-Br) 

 

 

 

 

Fig 3-1: FTIR Spectrum of compound (1). 
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Fig 3-2: FTIR Spectrum of compound (A1). 

 

 

Fig 3-3: FTIR Spectrum of compound (A2). 
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Fig 3-4: FTIR Spectrum of compound (A3). 

 

Fig 3-5: FTIR Spectrum of compound (A4). 
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Fig 3-6: FTIR Spectrum of compound (A5). 

 

 

Fig 3-7: FTIR Spectrum of compound (A6). 



Chapter Three                                                             Results & Discussion 

 

33 
 

  

Fig 3-8: FTIR Spectrum of compound (A7). 

 

 

Fig 3-9: FTIR Spectrum of compound (A8). 
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Fig 3-10: FTIR Spectrum of compound (A9). 

 

  

Fig 3-11: FTIR Spectrum of compound (A10). 
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3.2.2. Characterization of pyridinium salt derivatives (B1-B24). 

The characterastic stretching bonds of FTIR spectra for pyridinium salt 

derivatives (B1-B24) are different stretching bonds of N-alkylation of pyridine 

ring by some alkyl halides (ethyl chloroacetate, benzyl chloride and n-propyl 

bromide). These alkyl chains reveal stretching aliphatic (C-H) bonds appear at 

(2850-3000 cm
-1

) and  stretching ester (C=O) bond at (1730-1750 cm
-1

) 
[50]

.  

Figures (3-12) to (3-35) represent the FTIR spectra for pyridinium salt 

derivatives (B1-B24), respectively. Table (3-2) shows the spectral data of FTIR 

of compounds (B1-B24). 

 

 

Table 3-2: IR spectral data of prepared compounds (B1-B24) in cm
-1

.  

Comp. 

No. 
 C-H 

Aromatic 

 C-H 

aliphatic 

 C=C 

Aromatic 

 C=O  N-H 

 

 N=N 

 

B1 3051 2947 1570 1743 ester 

1643 amide 

3120 

3406 

- 

B2 3039 2924 

2873 

1635 1716 amide 

1635 amide 

3433 

3116 

- 

B3 3047 2958 

2850 

1635 1697 amide 

1635 amide 

3406 

3448 

- 

B4 3062 2981 

2854 

1643 1743 ester 

1643 amide 

3444 

3132 

- 

B5 3055 2974 

2858 

1639 1685 amide 3398 

3116 

- 

B6 3051 2974 

2881 

1616 1639 amide 3159 

3417 

- 

B7 3055 2981 

2870 

1604 1735 ester 

1647 amide 

3398 

3255 

- 

B8 3010 2978 

2893 

1627 1678 amide 

1651 amide 

3433 

3244 

- 

B9 3051 2931 
2877 

1600 1681 amide 
1639 amide 

3410 
3363 

- 

B10 3032 2997 

2858 

1600 1751ester 

1670 amide 

3410 - 

B11 3039 2927 

2839 

1600 1674 amide 3433 - 

B12 3043 2935 

2870 

1600 1674 amide 3414 - 

B13 3043 2908 

2866 

1604 1735 ester 

1604 amide 

3406 1519 

B14 3055 2931 

2877 

1627 1639 amide 3433 1570 

B15 3055 2962 

2873 

1600 1627 amide 3410 1512 

B16 3062 2985 

2939 

1600 1743 ester  

 

- 1508 
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B17 3059 2935 

2870 

1604 1732 ester  - 1508 

B18 3059 2924 

2854 

1600 1732 ester - 1516 

B19 3047 2927 

2877 

1600 1743 ester  

1666 amide 

3383 - 

B20 3051 2981 

2893 

1612 1666 amide 3232 - 

B21 3059 2931 

2877 

1608 1666 amide 3275 - 

B22 3051 2978 
2931 

1635 1735 ester 
1635 amide 

3360 - 

B23 3055 2924 

2854 

1608 1735 ester 

1678 amide 

3402 - 

B24 3082 2978 

2858 

1600 1739 ester 

1681 amide 

3429 - 

 

 

 

 

Fig 3-12: FTIR Spectrum of compound (B1). 
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Fig 3-13: FTIR Spectrum of compound (B2). 

 

  

Fig 3-14: FTIR Spectrum of compound (B3). 
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Fig 3-15: FTIR Spectrum of compound (B4). 

 

 

Fig 3-16: FTIR Spectrum of compound (B5). 



Chapter Three                                                             Results & Discussion 

 

39 
 

 

 Fig 3-17: FTIR Spectrum of compound (B6). 

 

 

Fig 3-18: FTIR Spectrum of compound (B7). 

 



Chapter Three                                                             Results & Discussion 

 

40 
 

  

Fig 3-19: FTIR Spectrum of compound (B8). 

 

 

Fig 3-20: FTIR Spectrum of compound (B9). 
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 Fig 3-21: FTIR Spectrum of compound (B10). 

 

 

Fig 3-22: FTIR Spectrum of compound (B11). 
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Fig 3-23: FTIR Spectrum of compound (B12). 

 

 

 Fig 3-24: FTIR Spectrum of compound (B13). 
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Fig 3-25: FTIR Spectrum of compound (B14). 

 

 

 Fig 3-26: FTIR Spectrum of compound (B15). 
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 Fig 3-27: FTIR Spectrum of compound (B16). 

 

 Fig 3-28: FTIR Spectrum of compound (B17). 
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 Fig 3-29: FTIR Spectrum of compound (B18). 

 

 

 Fig 3-30: FTIR Spectrum of compound (B19). 
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 Fig 3-31: FTIR Spectrum of compound (B20). 

  

Fig 3-32: FTIR Spectrum of compound (B21). 
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Fig 3-33: FTIR Spectrum of compound (B22). 

 

 

 Fig 3-34:  FTIR Spectrum of compound (B23). 
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Fig 3-35:  FTIR Spectrum of compound (B24). 

 

3.3. 
1
H-NMR spectrum of a number of final prepared compounds. 

The 
1
H-NMR spectra of pyridinium salt derivatives (B1, B3, B6, B9-B20, B22 

and B24) were confirmed their structures by appearing aliphatic hydrogen (C-H) 

in differernt chemical shift positions 
[51]

. In pyridinium salt derivative (B1), 
1
H-

NMR spectrum (DMSO-d6), δ, ppm: 8.6-9.3 (3H, s, NH, amide ), 8.4-9.1 (4H, 

m, Py-H), 5.7 (2H, s, -CH2-N
+
-), 3.8 (2H, m, -CH2-O-), 1.3 (3H, t, CH3-),  as 

showing in Figure 3-36. The Figures  (3-36) to (3-51)  and  Table 3-3  are 

predicted 
1
H-NMR spectral data for a number of final pyridinium salt 

derivatives (B1, B3, B6, B9-B20, B22 and B24), respectively.  
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