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Glutamine was investigated as corrosion inhibitor for mild steel (MS) in 1 M HCl solution by weight 

loss and quantum chemical calculations. Glutamine showed 96% inhibition efficiency even at very low 

concentration of 100 ppm. The adsorption of the inhibitor follows Langmuir adsorption isotherm. The 

quantum chemical calculations were applied to elucidate adsorption pattern of inhibitor molecules on 

steel surface.  
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1. INTRODUCTION 

Acid solutions, especially hydrochloric and sulfuric acids, are widely used in various industrial 

processes, such as pickling of iron, chemical cleaning, descaling of boilers, and oil well acidification in 

petroleum exploration. The use of inhibitors is one of the most practical methods for corrosion 

protection of metallic objects in acidic media, as well as for reduction of acid consumption occurring 

during the course of corrosion. The corrosion for metals and alloys is a problem of serious concern 

which considerably affects both economy and safety. Steel is widely used in industries and machinery 

and many other fields [1]. Inhibitors are used in acid solution to prevent metal dissolution. The use of 

organic inhibitors is most effective and most economic method for protection of metallic corrosion. 
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The efficiency of an organic compound as an inhibitor depends on its ability to get adsorbed on the 

metal surface by replacing water molecule from metal surface [2]. 

Generally the compounds containing hetero atoms like O, N, S, and P are found to work as 

very effective corrosion inhibitors. The efficiency of these compounds depends upon electron density 

present around the hetero atoms, the number of adsorption active centers in the molecule and their 

charge density, molecular size, mode of adsorption, and formation of metallic complexes [3-6]. 

Amino acids are non-toxic, relatively cheap, and easy to produce with purities greater than 

99%. They are considered to be more promising green inhibitors [7]. Amino acid compounds were 

reported to show corrosion resistant behaviour on copper, mild steel and aluminium alloy [8-14]. We 

observed that the amino acid act as efficient corrosion inhibitors due to the presence of π electrons, 

hetero atoms in their molecules through which they are either adsorbed or form insoluble metal 

complex at the metal surface and inhibit metal corrosion [15]. Glutamine amino acid is one of the 20 

amino acids encoded by the standard genetic code. It is not recognized as an essential amino acid, but 

may become conditionally essential in certain situations, including intensive athletic training or certain 

gastrointestinal disorders. In present work we have investigated the inhibition action of Glutamine as 

corrosion inhibitor of mild steel in 1 M HCl using weight loss and quantum chemical calculations. 

 

 

 

2. EXPERIMENTAL 

2.1. Materials 

All the tests were performed on mild steel of following composition (wt. %): 0 .076% C, 

0.192% Mn, 0.012% P, 0.026% Si, 0.050% Cr, 0.023% Al, 0.123% Cu and bal. Fe.  Specimens with 

dimensions of 2.5 cm × 2 cm × 0.025 cm were used for weight loss studies.    

 

2.2. Inhibitor 

Glutamine was purchased from the store under the brand name Prolab. The compound is in its 

purest state, having molecular formula (C5H10N2O3) and melting point (180-185 
º
C). Its chemical 

structure is shown in Figure 1. All the concentrations of the inhibitor in acid solution, were taken in 

ppm (parts per million). 

 

 
 

Figure 1. Molecular structure of Glutamine [2-Amino-4-carbamoylbutanoic acid]. 
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2.3. Weight loss measurements 

The mild steel specimens used had a rectangular shape of (2.5 cm ×2.0 cm ×0.025 cm) were 

abraded with series of emery paper (600-1200 grades) and then washed with distilled water and finally 

with acetone. After weighing accurately, the specimens were immersed in conical flask which 

contained 100 ml of 1 M HCl in the absence and presence of different concentration of inhibitor. All 

the test solutions were kept in a thermostated water bath. After 3 h, the specimens were taken out, 

washed, dried and weighed accurately. The mean corrosion rate (expressed in mg cm
-2

) with respect to 

acid and inhibitor was calculated. All the tests were repeated at different temperatures. The corrosion 

rate (CR) was calculated from the following equation  

 

R

87.6W
C (mm y)

atD
               (1) 

 

where W is the average weight loss of mild steel specimens, a total area of one mild steel 

specimen, t is the immersion time (3 h) and D is density of mild steel in (gcm
-3

). The inhibition 

efficiency (η%) of inhibitor on the corrosion of mild steel was calculated as follows, 

 
inh

R R

R

% =  X 100
C C

C



                                    (2) 

 

where CR and inh

RC  are the corrosion rates of mild steel in the absence and presence of the 

inhibitors, respectively. 

 

2.4. Quantum chemical calculations      

Quantum chemical calculations were performed using density function theory (DFT) method, 

B3LYP with electron basis set 6-31G* (d, p) for all atoms. All the calculations were executed with 

Gaussian 03, E .01.The following quantum chemical indices namely energy of HOMO, LUMO, and 

dipole moment (μ) was determined [16].       

 

 

 

3. RESULTS AND DISCUSSION 

3.1. Weight loss measurements 

The weight loss results obtained for mild steel in 1 M HCl in the presence and absence of 

different concentration of Glutamine are shown in Figure 2a. The corrosion rate (mg cm
-2

) values of 

mild steel in 1 M HCl decreases as the concentration of inhibitor increases i.e. the inhibition efficiency 

increases as the concentration of inhibitor is raised are summarized in Table 1. Further increase in 

glutamine concentration did not cause any significant change in the performance of the extract. 
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Table 1. Weight loss measurements for mild steel in 1 M HCl at different concentrations of Glutamine  

 

Inhibitor 

concentration (ppm) 

Weight loss 

(mg cm
-2

) 

η% 

 

CR 

(mm/y) 

θ 

Blank 20.0 - 74.2 - 

25 3.6 85 13.3 0.82 

50 3.1 84 11.4 0.84 

75 1.9 90 6.3 0.90 

100 0.8 96 2.7 0.96 

 

3.1.2 Effect of immersion time 

The variation of inhibition efficiency with immersion time in HCl is shown in Figure 2b. It is 

found that inhibition efficiency increased with time in HCl.  The result indicated that the film formed 

on the surface of mild steel attributed to good inhibition efficiency.  

 

3.1.4 Effect of temperature 

In order to evaluate the adsorption of glutamine and activation parameters of the corrosion 

process of steel in acidic media, weight loss measurements were carried out in the range of temperature 

308-338 K, as shown in Figure 2c, in the absence and presence of glutamine at an optimum 

concentration during 3 h immersion time. At an optimum concentration of inhibitor the η% decreases 

with increasing temperature. This is due to increased rate of the dissolution process of mild steel and 

partial desorption of the inhibitor from the metal surface [17]. 

 

 

Figure 2. Variation of inhibition efficiency in 1 M HCl on mild steel with (A) different concentrations 

(25, 50, 75, 100) of Glutamine ; (B) different immersion time (2 hr, 3 hr, 4 hr, 8 hr); (C) 

different temperatures (308 K, 318 K, 328 K, 338 K) from the weight loss data. 
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The log of corrosion rate is a linear function with 1/T (Arrhenius equation) [18, 20]: 

a
Rlog

2.303

E
C

RT
  

       (3) 

where, Ea is the apparent effective activation energy, R the general gas constant and λ 

Arrhenius pre exponential factor. A plot of log of corrosion rate obtained by weight loss measurement 

versus 1/T gave a straight line as shown in Figure 3a with a slope of -Ea / 2.303R. The values of 

activation energy are listed in Table 2.  

The data showed that the thermodynamic activation functions (Ea) of the corrosion in mild steel 

in 1 M HCl solution in the presence of glutamine are higher indicating that extract exhibit low η% at 

elevated temperatures [21-24]. 

( / )exp( */ )k RT Nh G RT          (4) 

Where, k is the constant rate and µ the transmission coefficient which represents a distance and 

can take a value from zero to unity. If we suppose that the corrosion rate is proportional to the constant 

rate, the alternative formulation of Arrhenius equation is 

( ' / )exp( */ )exp( */ )RC RT Nh S R H RT  
     (5) 

where h is plank’s constant, N Avogadro’s Number, ΔS
* 

the entropy of activation, and ΔH
*
 the 

enthalpy of activation and µ'=Bµ (B is the coefficient of proportionality). A plot of log CR/T versus 1/T 

gave a straight line (Figure 3b) with a slope of -ΔH
* 

/2.303R from which the value of ΔH
* 

was 

calculated and listed in Table 2. The positive signs of enthalpy (ΔH
*
) reflect the endothermic nature of 

dissolution process [25]. The heat of adsorption (∆Qads) was obtained from the surface coverage and 

temperature by using following equation,  

1 2.303

ads
inh

Q
Log LogA LogC

RT





  
     

                                     (6) 

A plot of 
1

Log




 
 
 

 vs 1/T  is given in Figure 3c. The value of heat of adsorption was 

determined from the slope 
2.303

adsQ

RT

 
 
 

 of the graph. The value of heat of adsorption is given in Table 

4. It is evident from the Table 2 that (∆Qads) has negative value which indicates that inhibitor 

adsorption decreases with increase in the temperature hence decrease in inhibitor efficiency. The 

negative value of (∆Qads) also suggested that the adsorption of inhibitor is an exothermic process [26]. 

 

Table 2. Thermodynamic parameters for mild steel in 1 M HCl in absence and presence of Glutamine  

 

Inhibitor 

conc. 

(ppm) 

Ea 

(kJmol
-1

) 

 

ΔH* 

(kJmol
-1

) 

 

ΔQads 

(kJmol
-1

) 

 

Blank 38.1 35.4 - 

100 74.0 69.34 -19.7 
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Figure 3. (a) Arrhenius plot of log CR vs. 1000/T (b) Transition state plot of log CR/T vs. 1000/T (c) 

1
Log





 
 
 

 versus 1/T for mild steel in 1 M HCl in the absence and the presence Glutamine. 

 

The standard free energy of adsorption, ΔG°ads and the values of equilibrium constant, Kads at 

different temperatures were calculated from the equation; 

(1 )
K

C







                                                                                                                   (7) 

°

ads adsln(55.5 )G RT K                                     (8)       

The value 55.5 in the above equation is the concentration of water in solution in mol/lit. The 

values of ΔGads are given in Table 3. 

The negative values of ΔGads indicate the spontaneity of the adsorption of inhibitor molecules 

on the metal surface. Generally, the values of ΔGads up to -20 KJ mol
-1

 are consistent with the 

electrostatic interaction (physisorption) of charged molecules and the charged metal, while those 

around -40 KJ mol
-1

 or more negative are associated with sharing or transfer of electrons from  

inhibitor molecules to the metal surface forming coordinate type bond (chemisorption) [27]. The 

calculated values of ΔGads obtained range from -38.0 to -40.2 KJ mol
-1

, indicating that the adsorption 

of the inhibitor on mild steel surface is by chemical adsorption [28]. 
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Table 3. Standard free energy of adsorption of mild steel in 1 M HCl in absence and presence of 

Glutamine at different temperatures 

 

Temperature (K) -∆Gads (kJ mol
-1

) 

308 38.0 

318 39.3 

328 40.0 

338 40.2 

 

3.2.1. Adsorption isotherm   

The adsorption isotherm provides useful information for the mechanism of corrosion inhibition. 

The surface coverage, θ, was calculated from the equation,  

 
inh

R R

R

 = 
C C

C




                                                (9) 

 

where, CR and inh

RC  are the corrosion rates of mild steel in the absence and presence of 

Glutamine respectively. By fitting the θ values obtained from weight loss data to various isotherms 

namely Langmuir, Temkin, and Frumkin, the best fit was obtained with the Langmuir isotherm [29]. A 

straight line was obtained on plotting (C/θ) vs θ for Langmuir isotherm with regression coefficient (R
2
=

 

0.99971) confirm this approach as shown in Figure 4. 

 

 

 

 

 

 

 

 

 

 

 

 

 

Figure 4. The Langmuir adsorption isotherm plots for mild steel at different concentrations of 

Glutamine by weight loss method. 
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frontier molecular orbital density distribution of the studied molecule are shown in Figure 5. The 

calculated quantum chemical parameters such as EHOMO, ELUMO, ∆ELUMO-HOMO, dipole moments (µ) are 

listed in Table 4. The molecular structure of Glutamine shows that the molecules seems to adsorb on 

mild steel surface by sharing of electrons of the nitrogen atoms with iron to form coordinated bonds 

and π-electron interactions of the aromatic rings. 

 

Table 4. Calculated quantum chemical parameters of Glutamine.   

 

Quantum Parameters Glutamine  

HOMO (hartree) -0.22765 

LUMO (hartree) 0.03398 

∆ELUMO-HOMO (hartree) 0.26163 

Dipole Moment (µ) 3.2845 

 

 

 

 

Figure 5. (a) Optimized molecular structure (b) total charge density (c) HOMO and (d) LUMO 

molecular orbital density distribution of Glutamine. 

 

The value of highest occupied molecular orbital, EHOMO indicates the tendency of the molecule 

to donate electrons to acceptor molecule with empty and low energy orbital. Therefore, the energy of 

the lowest unoccupied molecular orbital, ELUMO indicates the tendency of the molecule to accept 

a b 

c d 
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electrons [30]. The energy gap ∆E is an important parameter which is related to reactivity of the 

inhibitor molecule towards the metal surface. The interaction of inhibitor molecule to the metal surface 

is related to transfer of electrons from inhibitor to metal surface [31]. 

 

3.4. Mechanism of adsorption and inhibition  

The data obtained from the different methods conclude that the inhibition by Glutamine might 

due to adsorption at the metal/solution interface. The essential effect of Glutamine used as corrosion 

inhibitor is due to the presence of free electron pairs in the oxygen and the nitrogen atoms, π-electrons 

on the aromatic rings, molecular size, and mode of interaction with the metal surface and the formation 

of metallic complexes. The unshared and π-electrons interact with d-orbital of Fe to provide a 

protective film. The inhibitive properties of such compounds depend on the electron densities around 

the active centre; the inhibition mechanism of the inhibitor is a combination of surface blockage and 

electrostatic repulsion between adsorbed surfactant layer and chloride ions [32]. The adsorption 

density of inhibitor depends on the inhibitor concentration. The inhibition of these reactions would 

obviously depend on the degree of the surface coverage of the metal with the adsorbate. Adsorption is 

assumed to occur on the surface of the metal between the aggressive Cl
-
 and the inhibitor molecules, 

on the other. The order of the increasing inhibition, the molecular size of the inhibitor and 

consequently the number of adsorption centres plays an important role in the enhancement of the 

protection of carbon steel against corrosion [33]. 

 

 

 

4. CONCLUSIONS 

1. Glutamine is good inhibitor for mild steel in 1 M HCl. The inhibition efficiency increased 

with increasing the concentration of the inhibitor up to a maximum of 96% at 100 ppm. 

2. The adsorption of inhibitor molecules on the mild steel surface in 1 M HCl solution followed 

Langmuir adsorption isotherm. 

3. The negative values of ∆Gads showed the spontaneity of the adsorption. 

 

 

References 

 

1. Q. B. Zhang, Y.X. Hua, Electrochim. Acta 54 (2009) 1887. 

2. A.S.  Fouda, A.S. Ellithy, Corros. Sci. 51 (2009) 875. 

3. H. Derya Lec, Kaan C. Emregu, Orhan Atakol, Corros. Sci. 50 (2008) 1468. 

4. M. A. Quraishi, A. Singh, V. K. Singh, D. K. Yadav, A. K. Singh, Mater. Chem. Phys. 122 (2010) 

114.   

5. A. Singh, I. Ahamad, V. K. Singh, M. A. Quraishi, J. Solid State Electrochem. 15 (2011) 1087.  

6. E. E. Oguzie, Kanayo L. Oguzie, Chris O. Akalezi, Irene O. Udeze, Jude N. Ogbulie, Victor O. 

Njoku, Sustain. Chem. Eng. 1 (2013) 214. 

7. S. Lyon, Nat. 427 (2004) 406. 

8. J. J. Fu, SN Li, L. H. Cao, Y. Wang, L. H. Yan, L. D. Lu, J. Mater. Sci. 45 (2010) 979. 



Int. J. Electrochem. Sci., Vol. 8, 2013 

  

12883 

9. H. Saifi, M. C. Bernard, S. Joiret, K. Rahmouni, H. Takenouti, B. Talhi, Mater. Chem. Phys. 120 

(2010) 661. 

10. T.T. Qin, J. Li, H.Q. Luo, M. Li and N.B. Li, Corros. Sci., 53 (2011) 1072.  

11. D. Q. Zhang, Q. R. Cai, L. X. Gao, K. Y. Lee, Corros. Sci. 12 (2008) 3615. 

12. M. Zerfaoui, H. Oudda, B. Hammouti, S. Kertit, M. Benkaddour, Prog. Org. Coat. 51 (2004) 134. 

13. H. Ashassi-Sorkhabi, Z. Ghasemi, D. Seifzadeh, Appl. Surf. Sci. 249 (2005) 408. 

14. A. S. M. Diab, M. Abdel-Azzem, H. Mandour, Bull. Electrochem. 21 (2005) 97. 

15. A. M. Awad, N. A. Abdel Ghany, T. M. Dahy, J. Appl. Surf. Sci. 256 (2010) 4370.  

16. Gaussian 03, Revision E.01, M.J. Frisch, G.W. Trucks, H.B. Schlegel, G.E.    Scuseria, M.A. 

Robb, J.R. Cheeseman, Jr. J.A. Montgomery, T. Vreven, K.N. Kudin, J.C. Burant, J.M. Millam, 

S.S. Iyengar, J. Tomasi, V. Barone, B. Mennucci, M. Cossi, G. Scalmani, N. Rega, G.A. Petersson, 

H. Nakatsuji, M. Hada, M. Ehara, K. Toyota, R. Fukuda, J. Hasegawa, M. Ishida, T. Nakajima, Y. 

Honda, O. Kitao, H. Nakai, M. Klene, X. Li, J.E. Knox, H.P.  Hratchian, J.B. Cross, V. Bakken, C. 

Adamo, J. Jaramillo, R. Gomperts, R.E. Stratman, O. Yazyev, A.J. Austin, R. Cammi, C. Pomelli, 

J.W. Ochterski, P.Y. Ayala, K. Morokuma, G.A. Voth, P. Salvador, J.J. Dannenberg, V.G. 

Zakrzewski, S. Dapprich, A.D. Daniels, M.C. Strain, O. Farkas, D.K. Malick, A.D. Rabuck, K. 

Raghavachari, J.B. Foresman, J.V. Ortiz,Q. Cui, A.G. Baboul, S. Clifford, J. Cioslowski, B.B. 

Stefanov, G. Liu, Liashenko, A .P. Piskorz, I.Komaromi, R.L. Martin, D.J. Fox, T. Keith, M.A. Al-

Laham, C.Y. Peng, A. Nanayakkara, M. Challacombe, P.M.W. Gill, B. Johnson, W. Chen, M.W. 

Wong, C. Gonzalez, J.A. Pople, Gaussian, Inc., Wallingford CT, (2007). 

17. I. Ahamad, R. Prasad, M.A. Quraishi, J. Solid State Electrochem. 14 (2010) 2105. 

18. I. Ahamad, M.A. Quraishi Corros. Sci. 52 (2010) 656. 

19. Ambrish Singh, A.K. Singh, M. A. Quraishi, Open Electrochemi. J. 2 (2010) 51. 

20. Ambrish Singh, I. Ahamad, V. K. Singh, M. A. Quraishi, Chem. Eng. Comm. 199 (2012) 63. 

21. K.F. Khaled, Appl. Surf. Sci. 230 (2004) 307. 

22. E. S. Ferreira, C. Giacomelli, F. C. Giacomelli, A. Spinelli, Mater. Chem. Phys. 83 (2004) 134. 

23. M. G. Hosseini, M. Ehteshamzadeh, T. Shahrabi, Electrochim. Acta 52 (2007) 3685. 

24. P. B. Raja, A. K. Qureshi, A. A. Rahim, H. Osman, K. Awang, Corros. Sci. 69 (2013) 292. 

25.  H. Ashassi-Sorkhabi, B. Shabani, B. Aligholipour, D. Seifzadeh, Appl. Surf. Sci. 252 (2006) 4047. 

26. S. A. Umorena, E. E. Ebenso, Mater. Chem. Phys. 106 (2007) 393. 

27. I. Ahamad, M. A. Quraishi, Corros. Sci. 51 (2009) 2013. 

28. Ambrish Singh, I. Ahamad, M. A. Quraishi, Arab. J. Chem. (2012) 

http://doi.dx.10.1016/j.arabjc.2012.04.029. 

29. K. F. Khaled, Electrochim. Acta 53 (2008) 3492. 

30. D. K. Yadav, M. A. Quraishi, Ind. Eng. Chem. Res. 51 (2012) 8194. 

31. N. Khalil, Electrochim. Acta, 48 (2003) 2635.  

32. A. Khamis, M. M. Saleh, M. I. Awad, Corros. Sci. 66 (2013) 343. 

33. Ambrish Singh, I. Ahamad, M. A. Quraishi, Arabian Journal of Chemistry, 

10.1016/j.arabjc.2012.04.029. 

 

 

© 2013 by ESG (www.electrochemsci.org) 

http://doi.dx/
http://www.electrochemsci.org/

