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Abstract Inhibitive and adsorption properties of Penicillin
G, Amoxicillin and Penicillin V potassium were studied
using gravimetric, gasometric and quantum chemical
methods. The results obtained indicate that these com-
pounds are good adsorption inhibitors for the corrosion of
mild steel in HCI solution. The adsorption of the inhibitors
on mild steel surface is spontaneous, exothermic and
supports the mechanism of physical adsorption. From DFT
results, the sites for nucleophilic attacks in the inhibitors are
the carboxylic acid functional group while the sites for
electrophilic attacks are in the phenyl ring. There was a
strong correlation between theoretical and experimental
inhibition efficiencies.
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Introduction

Most organic compounds use as inhibitors for the corrosion
of mild steel have functional groups (such as carboxyl,
amino and carbonyl functional groups) that facilitate their
adsorption on the metal surface [1-3]. For this group of
inhibitors, the presence of hetero atoms such as N, O, S
and P often enhance the adsorption characteristics of the
inhibitors [4].

It has been established that the initial mechanism involved
in any corrosion inhibition process is the adsorption of the
inhibitor on the metal surface. This adsorption may be
through charge transfer (physical adsorption) or donation
and acceptance of electron (chemical adsorption) [5]. This
implies that the corrosion inhibition process involves an
electrophile (usually the metal) and nucleophile (usually the
inhibitor) [5].

Some research groups have successfully investigated the
effectiveness of some drugs toward the inhibition of the
corrosion of metals (including mild steel, aluminum, etc.) in
acidic medium [6—13]. In their respective studies, the drugs
are found to be good corrosion inhibitors for the corrosion
of metals. Also, several attempts have been made to predict
corrosion inhibition efficiency using a number of individual
parameters obtained through quantum chemical calculation
methods [14]. These trials are often aimed at correlating
corrosion inhibition efficiency and some quantum molecu-
lar properties such as Frontier molecular energies (energy
of the HOMO, Eyjomo, and the energy of the LUMO,
ErLumo), dipole moment (u), Mulliken/Lowdin/Heirsfield
charges (q) as well as some structural parameters. However,
to the knowledge of the authors, this study has not been
extended to the inhibition properties of Penicillin G (Pen
G), Amoxicillin (Amox) and Penicillin V' Potassium (Pen
VK) for the corrosion of mild steel in HCIL. Therefore, the
present study is aimed at investigating inhibitive and
adsorption properties of Pen G, Amox and Pen VK. Some
quantum chemical calculations shall be carried out to
predict the direction of the inhibition process. Density
functional theory (DFT) shall be used to predict the
possible sites for electrophilic and nucleophilic attacks.
The DFT study shall be supported by calculation of
potential surface using extended Huckel theory and the
identification of HOMO and LUMO diagrams of the
inhibitors. Finally, quantitative structure activity relation
(QSAR) shall be used to calculate theoretical values for the
inhibition efficiency of the inhibitors. The QSAR shall be
supported by response surface analysis.

Pen G, Amox and Pen VK are Penicillin compounds
whose molecular mass are 372.48, 365.40 and 388.47 gmol'l,
respectively. The chemical and optimized structures of Pen
G, Amox and Pen VK are presented in Fig. 1. From their
structure, it is evident that these compounds have some
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functional groups as well as some hetero atoms. Conse-
quently, they are expected to be good corrosion inhibitors.

Experimental techniques
Materials

Materials used for the study were mild steel sheet of
composition (wt %); Mn (0.6), P (0.36), C (0.15) and Si
(0.03) and the rest Fe. The sheet was mechanically pressed
cut into different coupons, each of dimension, 5x4x
0.11 cm. Each coupon was degreased by washing with
ethanol, dipped in acetone and allowed to dry in air before
they were preserved in a desicator. All reagents used for the
study were Analar grade and double distilled water was
used for their preparation.

The inhibitors were supplied by LIVEMOORE Pharma-
ceutical Company, Ikot Ekpene, Akwa Ibom State, Nigeria
and were used without further purification. The concentra-
tions range for the used inhibitors was 2x 107 to 13x10™*M.
Each of these concentrations was dissolved in 0.1 M and
2.5 M HCI and preserved in a plastic container for use in
gravimetric and gasometric experiments respectively.

Gravimetric method

In the gravimetric experiment, a previously weighed metal
(mild steel) coupon was completely immersed in 250 ml of
the test solution in an open beaker. The beaker was inserted
into a water bath maintained at 303 K. After every 24
hours, the corrosion product was removed by washing each
coupon (withdrawn from the test solution) in a solution
containing 50% NaOH and 100 gL of zinc dust. The
washed coupon was rinsed in acetone and dried in the air
before re-weighing. The difference in weight for a period of
168 h was taken as the total weight loss. From the weight
loss results, the inhibition efficiency (Ecy,) of the inhibitor,
the degree of surface coverage (0) and the corrosion rate of
mild steel (CR) were calculated using Eqs. 1 to 3
respectively [15-17];

Eexp:(l _WI/WZ) x 100 (1)
6=1—W,;/W, (2)
CR = AW/At (3)

where W, and W, are the weight losses (g) for mild steel in
the presence and absence of the inhibitor, © is the degree of
surface coverage of the inhibitor, AW = W, — Wy, A is the
area of the mild steel coupon (in cm?), t is the period of
immersion (in hours) and W is the weight loss of mild steel
after time, t.
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Fig. 1 Chemical and optimized
structures of Pen G, Amox and

Pen VK H H H\ /H
N '{ s Cc—H
|} H L
¢
N \
P H
0o z '
D \ &
(o]
\
H &

(25.5R.6R)-3 3-dimcthyl-7-0x0-6-(2-
phenylacetamido)-4-thia-1-azabicyclo]3.2.0|heptanc-
2-carboxylic acid (Pen G)

ZI

I—0

3

o

0
\
H

(28.5R,6R)-6-(2-amino-2-(4-
hydroxyphenyl)acetamido)-3.3-dimethyl-7-

oxo-4-thia-1-azabicyclo|.

carboxylic acid
H

Y

N

3.2.0|heptanc-2-

/

o

potassium (25,5R ,6R)-3.3-dimethyl-7-0x0-6-

(Amox)
; }% H\C;LH ;\1 \
. Vi . -
:l:?L‘:\:" j"\/‘\-
/é-"::o 5 }
(o] -
\ 5 L’:}

(phenoxycarbonylamino)-4-thia-1-
azabicyclo|3.2.0]heptane-2-carboxylate
(Pen VK)

Gasometric method

Gasometric methods were carried out at 303 K as described
in the literature [18, 19]. From the volume of hydrogen gas
evolved per minute, inhibition efficiencies were calculated

using Eq. 4.
Vi

EBep = (1 —=27) x 100 4)
Viu

where V), and ¥}, are the volumes of H, gas evolved
at time, ‘t” for inhibited and uninhibited solutions
respectively.

Quantum chemical calculations

Single point energy calculations were carried out using
AMI1, PM6, PM3, MNDO and RM1 Hamiltonians in the
MOPAC 2008 software for Windows. Calculations were
performed on an Hp compatible Intel Pentium V (2.8 GHz,
4 GB RAM) computer. The following quantum chemical
indices were calculated: the energy of the highest occupied
molecular orbital (Egomo), the energy of the lowest
unoccupied molecular orbital (E; ymo), the dipole moment
(), the total energy (TE), the electronic energy (EE), the
ionization potential, the cosmo area (cosAr) and the cosmo
volume (CosVol).
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The Mulliken and Lowdin charges (q) for nucleophilic
and electrophilic attacks were computed using GAMES
computational softwares. Correlation type and method
used for the calculation was MP2 while the basis set was
MINI.

Statistical analyses were performed using SPSS program
version 15.0 for Windows. Non-linear regression analyses
were performed by unconstrained sum of squared residuals
for loss function and estimation methods of Levenberg-
Marquardt using SPSS program version 15.0 for Windows.
Response surface analysis was carried out using Design
expert (version 7.1.6) software.

Results and discussion
Effect of inhibitors’ concentration

Figure 2 shows the variation of weight loss of mild steel
with concentration for the corrosion of mild steel in 0.1 M
HCI containing various concentration of Pen G at 303 K.
Similar plots were also obtained for Amox and Pen VK
(plots not shown). From Fig. 2, it is evident that weight loss
of mild steel for the blank (0.1 M HCI) is higher than those
obtained for solutions of HCIl containing various concen-
trations of the inhibitor(s) indicating that the corrosion rates
of mild steel in HCI solutions is retarded by these
inhibitors. Weight loss of mild steel was also found to
decrease with decreasing temperature but increased with

increase in the concentration of the inhibitors indicating that
the inhibition efficiencies of the inhibitors increase with
increasing concentration but decrease with increase in
temperature. These also suggest that the inhibitors are
adsorption inhibitors and that their adsorption is consistent
with the mechanism of physical adsorption [20]. Literature
reveals that for a physical adsorption mechanism, the
inhibition efficiency of the inhibitor decreases with increas-
ing temperature but for a chemical adsorption mechanism,
the inhibition efficiency increases with increasing temper-
ature [21].

Table 1 presents the inhibition efficiencies of various
concentrations of Pen G, Amox and Pen VK for the
corrosion of mild steel in 0.1 M HCI at 303 and 333 K.
The corrosion rates of mild steel in similar media are also
presented in Table 1. Table 1 confirms that the corrosion
rates of mild steel decrease with decreasing concentration
of the inhibitors but decrease with increase in temperature.
Also, the inhibition efficiencies of the inhibitors increase
with increasing concentration of the inhibitors but decrease
with increase in temperature. It was also observed that
values of inhibition efficiency obtained from gasometric
analysis are comparable to those obtained from gravimetric
method.

Effect of temperature

The activation energies for the corrosion of mild steel in
HCI solutions (containing various concentrations of the
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obtained, it can be seen that the adsorption of the inhibitors
on mild steel surface is exothermic.

The adsorption characteristics of the inhibitors was
verified by fitting data obtained for the degree of surface
coverage (0) into different adsorption isotherms including
Langmuir, Freundlich, Temkin, Flory Huggins, Bockris-
Swinkle, Frumkin and El Awardy et al. adsorption
isotherms. The tests reveal that the adsorption of Pen G,
Amox and Pen VK is consistent with Langmuir adsorption
model. The Langmuir adsorption model relates the degree
of surface coverage of the inhibitor (0) to the its
concentration as follows [25],

6 =KC x 1/(1 +KC) (7)

where K designates the adsorption equilibrium constant and
C is the concentration of the inhibitor in the bulk solution.
From the rearrangement of Egs. 6, 8 and 9 are obtained,

1/K+C=C/ 6 (8)

log(C/8) = logC — logK. 9)

Using Eq. 9, plots of log(C/0) versus logC are expected
to be linear provided the assumptions establishing the
Langmuir adsorption isotherm are valid. Figure 3 shows
Langmuir isotherms for the adsorption of Pen G, Amox and
Pen VK on mild steel surface. Values of Langmuir
adsorption parameters deduced from the plots are recorded
in Table 3. Table 3 reveals that the slopes and the R? values
are very close to unity indicating strong adherence of the
adsorbed inhibitors to the assumptions of Langmuir [26].

The equilibrium constant of adsorption obtained from
the slopes of the Langmuir isotherms were used to calculate
the free energies for the adsorption of Pen G, Amox and
Pen VK on the surface of mild steel. The free energy of
adsorption of an inhibitor is related to the equilibrium
constant of adsorption according to Eq. 10 [27],

AGY, = —2.303RTlog(55.5K) (10)
2.0 1
2.2 4 ¢ PenG(303 K)
2‘6‘ » PenG(333 K)
S gl A Amox(303 K)
% -3.0 x Amox(333 K)
3 a2 x PenVK(303 K)
:2:‘;: e PenVK(333K)
-3.8 ‘ ‘ ‘
-4.0 -3.5 -3.0 2.5

LogC (M)

Fig. 3 Langmuir isotherm for the adsorption of Pen G, Amox and Pen
VK at 303 and 333 K
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Table 3 Langmuir parameters for the adsorption for Pen G, Amox and
Pen VK on mild steel surface

Temperature Slope log K AG° R?
(K) (kJmol™)
Pen G 303 0.980 0.015 -0.51 1.000
333 0.873 0.078 -4.05 0.948
Amox 303 0.986 0.026 -0.88 0.999
333 0.900 0.028 -1.26 0.998
Pen VK 303 0.684 0.051 -2.62 0.990
333 0.553 0.121 -5.28 0.968

where K is the equilibrium constant of adsorption, 55.5 is
the molar concentration of water, AG,q, is the free energy
of adsorption of the inhibitor, R is the gas constant and T is
the temperature. The free energies calculated from Eq. 9 are
also presented in Table 3. From the results, it is significant
to note that the free energies of adsorption are less than the
threshold value of -40 kJ mol” required for chemical
adsorption. This result is consistent with electrostatic
transfer of charge from the inhibitor to the metal surface
and supports the mechanism of physical adsorption [28]

Quantum chemical study

From the experimental study, it is found that Pen G, Amox
and Pen VK are good adsorption inhibitors for the corrosion
of mild steel in HCI solutions. However, an insight into the
correlation between the molecular properties of these
compounds and their inhibition potential were not provided
in the experimental approach. In this section, a theoretical
study of the inhibitors is presented. The inhibition poten-
tials of the compounds are correlated with molecular
properties including the Frontier molecular energies, the
Mulliken and Lowdin charges, the dipole moment, the cosmo
area, cosmo volume, ionization potential, electron affinity,
global hardness, global softness and electronegativity.

Table 4 presents values of quantum chemical parameters
calculated through semi-empirical approach. The energy of
the Frontier molecular orbital is often associated with the
reactivity of a molecule. The energy of the highest occupied
molecular orbital (Eyomo) is an index for predicting the
ease of electron donation while the energy of the lowest
occupied molecular orbital (E; ypo) represents the tendency
toward the acceptance of electron [29]. Therefore increas-
ing value of Eyomo indicates the disposition of the
inhibitor to donate an electron to the vacant d-orbital of
the metal. This may lead to enhancement of the inhibition
efficiency through better adsorption. From the results of the
study, it is evident that the order for the decrease in the
Enomo of the inhibitors (i.e., Pen G > Amox > Pen VK) is
consistent with the order obtained for the decrease in the
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Table 4 Calculated quantum chemical parameters of Pen G, Amox and Pen VK

Models Epomo (€V) Erumo (V) AE (eV) TE (eV)

EE (eV) C-C (eV) CosAr (A% CosVol (A*) IP (eV) u (Debye)

Pen G PM6 -9.02 -1.35 7.67 -3755.20
PM3 -9.27 -1.63 7.64 -3838.18
AMI -9.06 -1.21 7.85 -4165.38
MNDO -9.20 -1.34 7.85 -4207.70
Amox  PM6 -8.86 -1.30 7.56 -4382.22
PM3 -8.56 -1.53 7.03 -4322.60
AMI -8.90 -1.09 7.81 -4719.63
MNDO -9.16 -1.27 7.89 -4765.78
Pen VK PM6 -8.47 -0.62 7.86 -4030.72
PM3 -8.66 -0.96 7.70 -3985.47
AMI -8.49 -1.13 7.36 -4334.07
MNDO -8.59 -0.62 7.97 -4377.00

-30327.59 26572.40 308.58 374.05 9.03 6.05
-30018.40 26180.22 308.58 374.05 9.27 4.08
-30600.00 26434.62 308.58 374.05 9.06 4.44
-30680.66 26472.96 308.58 374.05 9.20 4.17
-34389.12  30006.90 336.69 409.59 8.86 5.72
-34092.25 29769.65 336.69 409.59 8.56 431
-34764.23  30044.59 336.69 409.59 8.90 438
-34849.82 30084.04 336.69 409.59 9.16 4.00
-28968.53 24937.81 386.05 485.57 8.47 17.12
-28785.28 24799.81 386.05 485.57 8.66 16.53
-29379.43  25045.36  386.05 485.57 8.49 15.66
-29434.99 25057.99 386.05 485.57 8.59 15.27

average inhibition efficiencies of the inhibitors. It is also
significant to point out that Eyomo is related to the
ionization potential (IP) of a molecule. This explains why
the value of correlation coefficient (r) between EHOMO
and IP was -1.00.

It has also been found that an inhibitor does not only
donate an electron to the unoccupied d orbital of the metal
ion but can also accept electrons from the d orbital of the
metal leading to the formation of a feedback bond.
Therefore, the tendency for the formation of a feedback
bond would depend on the value of E; ypo. The lower the
Erumo, the easier is the acceptance of electrons from the d-
orbital of the metal [30]. Based on the values of E; ymo, the
order obtained for the decrease in inhibition efficiency (Pen
G > Amox > Pen VK) was also similar to the one obtained
from experimental results.

The energy gap (AE = Erumo — Enomo) is an impor-
tant stability index [31]. A large energy gap implies that in
a chemical reaction, the molecule is stable and vice versa. A
hard molecule has a large energy gap while a soft molecule
has a small energy gap. Therefore a soft molecule is more
reactive than a hard molecule because a decrease in AE
leads to easier polarization. Consequently, the inhibition
efficiency of the inhibitors is expected to increase with
decreasing value of the energy gap [32]. The results
obtained from quantum chemical calculations show that
for all the Hamiltonians (PM6, PM3, AM1 and MNDO),
the energy gap decreases in the following order, Pen G >
Amox > Pen VK, which agrees with the experimental
results.

The dipole moment (p) is an index that can also be used
for the prediction of the direction of a corrosion inhibition
process. p is related to the distribution of electrons in a
molecule. Although literature is inconsistent on the use of
as a predictor for the direction of a corrosion inhibition
reaction, it is generally agreed that the adsorption of polar

compounds possessing high dipole moments on the metal
surface should lead to better inhibition efficiency [33].
From the results of experimental and theoretical studies, the
inhibition efficiency of Pen G is the highest while that of
Pen VK is the least. Therefore, these results do not support
the assumption that the inhibitor with the highest value of 1
is the best inhibitor because Pen VK (which has the least
inhibition efficiency) has the highest value of p. Similar
deviation from this assumptions have been reported by
other researchers [34].

The relationship between the total energy (TE), elec-
tronic energy (EE), core-core repulsion energy (C-C),
cosmo area (CosAr) and cosmo volume (CosVol) of the
inhibitors and their average inhibition efficiencies was also
studied and it was found that these parameters increase with
increasing value of inhibition efficiency and support the
order (Pen G > Amox > Pen VK) obtained from ex-
perimental results and other quantum chemical parameters.

Quantitative structure activity relationship (QSAR)

QSAR can be used to relate the inhibition efficiency of
most inhibitors to structure parameters (quantum and
topological) which can be theoretically calculated with the
ultimate aim of obtaining a molecular design of new
corrosion inhibitors. El Ashry et al. [35], stated that QSAR
is a useful tool for the development of new corrosion
inhibitors. This arises from the fact that the development of
equations for calculating the corrosion inhibition efficiency
may lead to a prediction of the efficiency of new inhibitors
that are structurally related.

Attempts were made to correlate the average inhibition
efficiencies of the inhibitors with some quantum chemical
parameters. Figure 4 shows the plots for the variation of the
experimental inhibition efficiencies of the inhibitors with
some quantum chemical parameters. From the plots it can
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Fig. 4 Variation of experimental inhibition efficiencies (Ecy,) of the inhibitors with (a) HOMO energy, (b) LUMO energy (c¢) Energy gap (d)
Cosmo area (e) Cosmo volume and (f) Ionization potential (IP) using PM6 model

be seen that there is a strong linear relationship (R? ranged
from 0.840 to 0.999) between the inhibition efficiencies of
the inhibitors and the observed quantum chemical param-
eters. The quantum chemical parameters used for the
plotting of Fig. 4 are those obtained from PM6 calculations.
Plots for PM3, AM1 and MNDO Hamiltonians are not
shown but R? values for these models were found to range
from 0.876 to 0.999 (which still indicated high correla-
tions). The equation representing the respective variation of
inhibition efficiency (y-axis) with the observed quantum
chemical parameters (x-axis) are also indicated in the plots.
Figure 4 further indicates that there is a strong correlation

Fig. 5 Response surface plot
showing the variation of exper-
imental inhibition efficiency
with Egomo and ELumo

(other variables held constant; 95.0
ELumo-nomo=7.77¢ V, TE=-
3780 eV, EE=-30800 eV, C-C= 86.0
27500 eV, CosAr=348 ,
CosVol=413, IP=8.75 eV and 770
1=9.42 eV) obtained from PM6 9
model <
g 680
i
59.0
-0.620

-0.803

LUMO energy (eV)
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between the inhibition efficiencies of the inhibitors and the
calculated quantum chemical parameters.

To further establish the formation of a feedback bond,
multiple linear regressions were performed between the exper-
imental inhibition efficiencies and the energy of the HOMO
and the LUMO. The regressions yielded Eqgs. 11, 12, 13 and
14 for PM6, PM3, AM1 and MNDO models respectively,

Eeyp = 0.4831Enomo + 1.131ELumo + 106.6481 (11)

Eexp = 0.4634Ehomo + 1.089ELumo + 58.9082 (12)

-8.47

-8.75

HOMO energy (eV)

-0.985
-1.17 -8.88

-1.35 -9.02
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Table 5 Theoretical inhibition
efficiencies of Pen G, Amox and Inhibitor C M) PM6 (%) PM3 (%) AMI1 (%) MNDO (%)
Pen VK obtained from various
models Pen G 2x107 98.16 98.15 98.16 98.15
5x107* 99.07 99.07 99.07 99.07
7x107* 99.38 99.38 99.38 99.37
11x10* 99.54 99.53 99.53 99.53
13x10™ 99.63 99.63 99.63 99.63
Amox 2x107 98.27 98.26 98.27 98.26
5%10™ 99.13 99.13 99.13 99.13
7x10™ 99.42 99.42 99.47 99.42
11x10* 99.56 99.56 99.56 99.56
13x10™ 99.65 99.65 99.65 99.65
Pen VK 2x10™ 98.50 98.50 98.50 98.50
5%10™ 99.24 99.24 99.24 99.24
7x10™ 99.50 99.49 99.49 99.49
11x10* 99.62 99.62 99.62 99.62
13x10™ 99.70 99.70 99.70 99.70

Eexp = 31982EHOM0 + 0.3766ELUMO + 0.0552
Eexp = 1.8222E0Mm0 + 0.2303E ymo + 0.0003.

(13)
(14)

The positive value obtained for the coefficients of
Enomo and Epymo (Egs. 11 to 14) suggests that the
formation of a feedback bond is dependent on the
synergistic interaction of Ejymo and Eyomo. Figure 5
shows the response surface plot for the effect of Eyjonmo and
Erumo (keeping other effects constant) on the inhibition
efficiency of the inhibitors. The information reveals by this
3D plot is consistent with the findings expressed by Eqgs. 11

Fig. 6 Variation of experimen-

to 14. The response surface plots for other Hamiltonians
(PM3, AM1 and MNDO) are not presented but were found
to reveal information similar to the ones obtained from
PM6 model. On the other hand, when all the quantum
chemical parameters (namely, Eyomo, Erumor Erumo-
nomo, TE, EE, C-C, CosAr, CosV, IP and p) were used
for the modeling, it was difficult to establish a simple
relation (such as the ones expressed by Egs. 11 to 14). This
implies that there exists a complex nature of interactions
(between the various quantum chemical parameters) in the
corrosion inhibition process.

hibiti - 96.00 1 PM6 PM3
tal inhibition efficiency (Ecyp) of ' 96.00
Pen G with the theoretical inhi- 95.00 - 95.00-
bition efficiencies (Etneor) . . )
obtained from various models &2 94.00 2 94.001
o o
> | E3
8 93.00 % 93.001
92.00 - 92.00
91 00 T T T 1 91 00 T T T 1
98.00 98.50 99.00 99.50  100.00 98.00 9850 99.00 99.50 100.00
ETheor (%) ETheur (%)
AM1 . MNDO
%.007 ' R®=09665 ¢
95.00 95007 o
< 2 |
% 94.00 - S 94.00 <
x
3 93.00 3 93.00
92.00 1 92.00
91.00 T T T ) 91.00 T T T )
98.00 98.50 99.00 99.50 100.00 98.00 98.50 99.00 99.50 100.00
ETheor (%) ETheor (%)
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Fig. 7 Variation of experimen-

PM6 PM3
tal inhibition efficiency (Ecyp) of 96.00 4 96.00 -
Amox with the theoretical inhi- 95.00 |
bition efficiencies (Etyeor) . ) _ 95.00 1
obtained from various models 2 94.00- 2 94.001
>3 [}
& 93.00 3 93.00
w
92.00 1 92.00
91.00 T T T ) 91.00 T T T 1
98.00 9850 99.00 99.50  100.00 98.00 98,50 99.00 99.50 100.00
ETheor (%) ETheor (%)
AMA1 MNDO
96.00 96.00
2
— 95.00 — 95.00- R°=0.9641 ¢
2 2
o 94.00 o 94.00
> x 0
w  93.00 w  93.00
92.00 92.00 1
91 00 T T T T ! 91 OO T T T 1
98.00 98.50 99.00 99.50  100.00 98.00 98,50 99.00 99.50 100.00
ETheor (%) ETheor (%)

The linear model approximate inhibition efficiency
(Etheor) as follows [36]

Etheor = Ax;C + B (15)

where A and B are the regression coefficients determined
by regression analysis, X; is a quantum chemical index
characteristic of the molecule i, C is the experimental
concentration of the inhibitor. The above linear approach
did not give a good correlation between the experimental
and theoretical inhibition efficiencies therefore, a non linear
model (Eq. 15) proposed by Lukovitis et al., [37], for the

Fig. 8 Variation of experimen-

study of interaction of corrosion inhibitors with metal
surface in acidic solutions has been used. This model is
based on the Langmuir adsorption isotherm which assumes
that the coverage of the metal surface by the inhibitor’s
molecule is the primary cause of corrosion inhibition [38]

(Axj+B) x C;j x 100
1 + (Axj + B)C;

ETheor(%) - (16)

Using the non linear model, multiple regressions were
performed between the inhibition efficiencies of the
inhibitors and some quantum chemical indices. By solving

- O Ve ¢ PM6 PM3
tal inhibition efficiency (Ecyp) of 96.00 - 96.00
Pen VK with the theoretical
inhibition efficiencies (Erpeor) 95.00 1 95.00 1
obtained from various models g 94.00 - g 94.00 1
o o
S 93001 & 93.00
92.00 92.00
91.00 ‘ ‘ ‘ ‘ 91.00 \ \ \ |
98.00 98.50 99.00 99.50 100.00 98.00 98.50 99.00 99.50 100.00
ETheor (%) ETheor (%)
AMA1 MNDO
96.00 96.00 s
95.00 95.00 R*=0.9671 ¢
& 9400 &£ 94,00
a a *
3 93.00 & 93.00
L L
92.00 92.00
91.00 A ‘ ‘ ‘ ‘ 91.00 4 ‘ ‘ ; ‘
98.00 98.50 99.00 99.50 100.00 98.00 98.50 99.00 99.50  100.00
ETheor (%) ETheor (%)
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Table 6 Quantum chemical descriptors of Pen G, Amox and Pen VK
Model Ex (eV) Engg (eV) Enyi1 (€V) IE (eV) EA (eV) X (eV) S(/eV) n (eV) )
Pen G PM6 -3755.20 -3747.13 -3757.54 8.072 2.343 5.207 0.165 5.628 0.157
PM3 -3838.18 -3829.76 -3840.53 8.416 2.354 5.385 0.165 6.062 0.133
AM1 -4165.38 -4157.20 -4167.45 8.186 2.073 5.130 0.164 6.113 0.153
MNDO -4207.70 -4198.26 -4209.89 9.438 2.183 5.811 0.138 7.255 0.082
Amox PM6 -4382.22 -4374.32 -4384.47 7.899 2.254 5.076 0.177 5.645 0.170
PM3 -4322.60 -4314.93 -4324.82 7.665 2.225 4.945 0.184 5.441 0.189
AMI1 -4719.63 -4721.55 -4721.55 8.176 1.915 5.046 0.160 6.261 0.156
MNDO -4765.78 -4756.88 -4767.86 8.905 2.076 5.490 0.146 6.829 0.111
Pen VK PM6 -4030.72 -4022.87 -4031.25 7.85 0.53 4.190 0.137 7.320 0.192
PM3 -3985.47 -3977.38 -3986.93 8.09 1.46 4.775 0.151 6.630 0.168
AMI1 -4334.07 -4325.98 -4334.32 8.09 0.25 4.170 0.128 7.840 0.180
MNDO -4377.00 -4368.90 -4378.11 8.10 1.11 4.605 0.143 6.990 0.171
Eq. 16 for the different Hamiltonians Eqs. 17 to 20 were
obtained for PM6, PM3, AM1 and MNDO, respectively.
_ (0.966Ex0Mm0 + LUMO + 0.9992 cos Vol + 1P + 1+ 154.975) x C x 100 (17)
(1 + (0.966E»omo + LUMO + 0.9992 cos Vol + IP + u + 154.975)
e indices for muleophiic and Aom (o) K (lel) B (lel)  sT(eviel) S (evlel)
electrophilic attacks in Pen G
calculated from Mulliken (Low- 1 C 1.843(1.737) -4.371(-3.863) 0.323(0.304) -0.765(-0.676)
din) charges 2C 1.155(1.075) 2.761(2.382) 0.202(0.188) 0.483(0.417)
3C 0.828(0.759) 2.474(2.129) 0.145(0.133) 0.433(0.373)
4C 0.628(0.577) 4.343(-3.917) 0.110(0.101) -0.760(-0.685)
5C 1.554(1.406) 4.039(-4.023) 0.272(0.246) -0.707(-0.704)
6C 2.568(2.485) -4.170(-4.143) 0.449(0.435) -0.730(-0.725)
7C -0.116(-0.065) -4.253(-4.178) -0.020(-0.011) -0.744(-0.731)
8 C 2.522(-2.356) -3.581(-3.679) -0.441(-0.414) -0.627(-0.644)
9N 2.591(-2.740) -5.407(-5.233) -0.453(-0.479) -0.946(-0.916)
10C -4.004(-3.995) -4.080(-3.961) -0.701(-0.699) -0.714(-0.693)
1nc -4.397(-4.268) -1.938(-1.701) -0.769(-0.747) -0.339(-0.298)
12N 2.625(-2.523) 1.602(1.540) -0.459(-0.441) 0.280(0.270)
13C -3.893(-3.937) 1.860(1.878) -0.681(-0.689) 0.325(0.329)
148 -1.910(-1.915) 1.932(1.908) -0.334(-0.335) 0.338(0.334)
15C -1.655(-1.497) 4.024(4.047) -0.290(-0.262) 0.704(0.708)
16 C 2.408(2.077) 3.945(3.955) 0.421(0.363) 0.690(0.692)
17 C -0.093(-0.064) 3.658(3.778) -0.016(-0.011) 0.640(0.661)
18 C 0.155(0.149) 3.639(3.751) 0.027(0.026) 0.637(0.656)
19 C -1.625(-1.715) 1.173(1.021) -0.284(-0.300) 0.205(0.179)
200 1.627(1/477) -6.442(-6.351) 0.285(0.258) -1.127(-1.111)
210 3.541(3.614) 4.491(4.365) 0.620(0.632) 0.786(0.764)
220 6.498(6.340) 1.500(1.659) 1.137(1.110) 0.262(0.290)
230 6.422(6.342) 1.578(1.650) 1.124(1.110) 0.276(0.289)
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(0.965En0Mm0 + LUMO + 0.9998 cos Vol + IP 4+ u+ 118.87) x C x 100

E= 18
(1 + (0.966Egomo + LUMO + 0.9992 cos Vol + 1P + 1+ 154.975) (18)
& _ (0.964Exowo + LUMO +0.9995 cos Vol 4 P + 41+ 134.64) x C x 100 19)
~ (1 + (0.964Egomo + LUMO + 0.9995 cos Vol + IP + 11+ 134.64)
& _ (0.965Exom0 + LUMO +0.9994 cos Vol + 1P + 1+ 138.44) x C x 100 20)

(1 + (0.965Epomo + LUMO + 0.9994 cos Vol + IP + 11+ 138.44)

Values of theoretical inhibition efficiencies obtained for
the different models, using Eqs. 17 to 20 are presented in
Table 5 while the variation of the experimental inhibition
efficiencies with the theoretical inhibition efficiencies
(calculated for the various Hamiltonians) are presented in
Figs. 6, 7, and 8. It can be seen from the figures that the
correlations between the experimental inhibition efficien-
cies and the theoretical inhibition efficiencies are high (R*~
1.0) indicating that QSAR can adequately be used to study
the corrosion inhibition behavior of Penicillin compounds.

DFT study

The premise behind the density functional theory (DFT) is
that the energy of a molecule can be determined from the

electron density instead of a wave function [39]. The
principles of DFT have been adopted for the calculation of
some quantum chemical descriptors.

From the values of the ground state energy of the
systems, the ionization energy (IE) and the electron affinity
(EA) of the inhibitors were calculated using Eqs. 21 and 22
respectively [40],

IE = En_1) — Ey) (21)

EA = Enn) — Enngy (22)

where Eq_1), Eqvy and Eqyy1y are the ground state energies
of the system with N-1, N and N+1 electrons respectively.
Calculated values of IE and EA are presented in Table 6.

Table 8 Fukui and global soft-

fi= (lel)

Sxt (eV]el)

Sx” (eV]el)

ness indices for nucleophilic and Atom (No) £ (lel)

electrophilic attacks in Amox

calculated from Mulliken 1C -3.849(-3.884)

(Lowdin) charges 2C -4.193(-4.161)
3C -3.831(-3.863)
4C -3.874(-3.921)
5C -3.961(-3.969)
6C -3.874(-3.924)
7C -3.977(-3.999)
8C -4.401(-4.292)
9N 2.586(-2.757)
10 C -4.329(-3.818)
11C 3.579(3,517)
12N 5.318(5.181)
13C 4.520(3.838)
14 S -2.175(-1.819)
15C 4.047(3.943)
16 C 4.048(4.034)
17 C 4.423(4.132)
18 C 4.352(4.240)
190 4.484(4.459)
200 -1.566(-1.640)
21C 3.510(3.641)
220 6.502(6.343)
230 6.424(6.348)
24 N -2.487(-2.647)
250 -1.501(-1.653)

-0.010(-0.010)
-0.019(-0.021)
0.011(-0.012)
-0.008(-0.009)
0.012(0.019)
0.000(0.001)
-0.017(-0.028)
-0.073(-0.072)
-0.069(-0.095)
0.013(0.030)
-0.073(-0.073)
0.001(0.000)
0.004(0.001)
-0.029(-0.025)
-0.003(-0.002)
0.000(-0.003)
0.003(0.001)
0.003(0.001)
-0.060(-0.059)
-0.347(-0.389)
0.000(0.002)
-0.006(-0.007)
-0.006(-0.005)
0.004(0.001)
-0.014(-0.015)

-0.681(-0.687)
-0.742(-0.737)
-0.678(-0.684)
-0.686(-0.694)
-0.701(-0.702)
-0.686(-0.695)
-0.704(-0.708)
-0.779(-0.760)
-0.458(-0.488)
-0.766(-0.676)
0.633(0.623)
0.941(0.917)
0.800(0.679)
-0.385(-0.322)
0.716(0.698)
0.716(0.714)
0.783(0.731)
0.770(0.751)
0.794(0.789)
-0.277(-0.290)
0.621(0.645)
1.151(1.123)
1.137(1.124)
-0.440(-0.468)
-0.266(-0.293)

-0.002(-0.002)
-0.003(-0.004)
-0.002(-0.002)
-0.001(-0.002)
0.002(0.003)
0.000(0.000)
-0.003(-0.005)
-0.013(-0.013)
-0.012(-0.017)
0.002(0.005)
-0.013(-0.013)
0.000(0.000)
0.001(0.000)
-0.005(-0.004)
-0.001(0.000)
0.000(-0.001)
0.001(0.000)
0.000(0.000)
-0.011(-0.011)
-0.061(-0.069
0.000(0.000)
-0.001(-0.001)
-0.001(-0.001)
0.001(0.000)
-0.002(-0.003)
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There was no significant difference (P>0.05) between the
values of IE calculated from Eq. 21 and those obtained
through the values of Epyomo (Table 4). The insignificant
different can be attributed to the fact that semi-empirical
calculations estimate ionization energy through the value of
Enomo while Eq. 21 is based on the finite difference methods.
Ionization energy measures the tendency toward loss of
electron while electron affinity measures the tendency toward
the acceptance of electron indicating that IE is closely related to
Enomo while EA is related to Ejyno. In this case, two
systems, Fe (in mild steel) and inhibitor are brought together
hence electron will flow from the lower system with lower
electronegativity (inhibitor) to the system with higher electro-
negativity until the chemical potential becomes equal. Based
on the decreasing value of IE and increasing value of EA, the
trends for the decrease in the inhibition efficiency were similar
to those obtained for Egono and Epymo, respectively.

The concept of global hardness is given by the following
equation [41],

n= 6°TE/ 5N2)V(r) = 1/2( 8T/ 6N)y (23)

where T is the chemical potential of the electrons, TE is the
total energy of the electrons, N is the number of electrons

finite difference approximation, the global harness and
softness (S = 1/ n) were calculated as follows [42].

1= [(En-1) — Eny) = (Evy = Evyn)] (24)
S =1/[(Ew-1) — Envy) = (Eov) — Eoney) ] (25)

Values of 1 and S calculated from Eqgs. 24 and 25
respectively, are also presented in Table 6. These parame-
ters are related to the energy gap (AE) of the inhibitors. A
hard molecule has a large energy gap while a soft molecule
has small energy gap implying that a soft molecule is more
reactive than a hard molecule. From the results obtained, it
can be seen that Pen G has the highest value of S (hence the
least value of 1) while Pen VK has the least value of S
(hence highest value of mn). Therefore, the expected trend
for the decrease in inhibition efficiencies of the inhibitors is
Pen G > Amox > Pen VK. This trend supports the findings
obtained from experiments.

Assuming that the total number of valence electrons in
an inhibitor is N, then it is significant to state that it is not
possible for the inhibitor to transfer all the N electrons to Fe
(in the mild steel). Therefore the fraction of electron
transferred, & can be expressed as follows [43],

and V(r) is the external potential of the system. Using the 0 = (Xre = Xinn)/2( Me + inn) (26)

Table 9 Fukui and global soft-

ness indices for nucleophilic Atom (No) £ (lel) fi= (lel) Sy (eV]el) Sk (eVlel|)

and electrophilic attacks in Pen

VK calculated from Mulliken 1K 0.009(0.012) 0.000(0.000) 0.002(0.002) 0.000(0.000)

(Lowdin) charges 2N -5.126(-4.484) 8.568(7.807) -0.897(-0.785) 1.499(1.366)
3C -6.157(-6.029) -0.321(0.054) -1.077(-1.055) -0.056(0.009)
4C -6.642(-6.649) -0.009(0.013) -1.162(-1.162) -0.002(0.002)
58 -7.812(-7.538) 1.716(1.785) -1.367(-1.319) 0.300(0.312)
6C 1.537(1.459) 6.110(5.710) 0.269(0.255) 1.069(0.999)
7¢C 7.279(6.779) -0.047(0.012) 1.274(1.186) -0.008(0.002)
8 C 6.379(5.915) 1.427(1.657) 1.116(1.035) 0.250(0.290)
9C -7.976(-7.962) -0.001(0.001) -1.396(-1.399) 0.000(0.000)
10 0 -7.999(-7.997) 0.000(0.000) -1.400(-1.399) 0.000(0.000)
110 -7.999(-7.997) 0.000(0.000) -1.400(-1.399) 0.000(0.000)
12N 2.680(2.918) -1.721(-1.973) 0.469(0.511) -0.301(-0.345)
13C 3.418(3.338) -7.375 (-6.961) 0.598(0.584) -1.291(-1.218)
14 0 3.123(3.112) -7.947(-7.952) 0.547(0.545) -1.391(-1.392)
150 0.047(0.177) 0.014(-0.251) 0.008(0.031) 0.002(-0.044)
16 C 2.445(2.606) 0.005(-0.002) 0.428(0.456) 0.001(0.000)
17 C 4.145(4.144) 0.000(0.000) 0.725(0.725) 0.000(0.000)
18 C 4.019(4.028) 0.000(0.000) 0.703(0.705) 0.000(0.000)
19 C 5.038(5.044) 0.000(0.000) 0.882(0.883) 0.000(0.000)
20 C 6.986(6.911) -0.001(0.000) 1.223(1.209) 0.000(0.000)
21 C 6.320(5.912) -0.001(0.000) 1.106(1.035) 0.000(0.000)
220 7.551(7.415) 0.332(0.479) 1.321(1.298) 0.058(0.084)
23C -6.814(-6.744) 0.000(0.000) -1.192(-1.180) 0.000(0.000)
24 C -6.056(-5.939) -0.001(0.000) -1.060(-1.039) 0.000(0.000)
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where Xr. and X;,, are the electronegativity of the inhibitor
and Fe respectively. x = (IP + EA)/2. 1g. and 1y, are the
global hardness of Fe and the inhibitor respectively.
Validation of Eq. 26 was achieved by adopting the
theoretical value of xp.=7ev and ng.=0 for the computa-
tion of § values. Values of & obtained from Eq. 26 are also
presented in Table 6. The results indicate that there is no
significant difference (P>0.05) between the fraction of
electrons transferred in each case. Therefore the concept of
using 6 values alone may not be significant in predicting
the direction of the corrosion inhibition process.

Local selectivity

The local selectivity of an inhibitor was analyzed using
condense Fukui and condensed softness functions. This
function allows for the distinction of each part of the
inhibitor’s molecule on the basis of its chemical behavior
due to different substituent functional groups. The Fukui
function is stimulated by the fact that if an electron & is
transferred to an N electron molecule, it will tend to
distribute so as to minimize the energy of the resulting N +
d electron system. The resulting change in electron density
of the nucleophilic (f") and the electrophilic (f") Fukui

HOMO

LUMO

Fig. 9 Molecular orbitals of Pen G, Amox and Pen VK showing the
HOMO and LUMO
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Fig. 10 Proposed mechanism for the inhibition of the corrosion of
mild steel by Pen G, Amox and Pen VK

functions can be calculated using the finite difference
approximation as follows [44],

f* = (65p(r)/ N)" v AN+ T AN

f=(0p(r)/ 6N)" v=A(N) ~ dN=1)s

where p, g+1), qovy and qen.ry are the density of electron,
the Mulliken (Lowdin) charge of the atom with N+1, N and
N-1 electrons respectively.

The local softness, s for an atom is the product of the
condensed Fukui function (f) and the global softness (S), as
shown in Egs. 29 and 30 [45]

(27)

(28)

st = (f1)S (29)

(30)

The local softness contains the same information as the
condensed Fukui function plus additional information about
the total molecular softness, which is related to the global
reactivity with respect to a reaction partner. From the
calculated values of Fukui and local softness parameters
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which are presented in Tables 7, 8, and 9 respectively, it is
expected that the site for nucleophilic attack is the place
where the value of f* or S is maximum and this corre-
sponds to the carboxylic functional groups in Pen G, Amox
and Pen VK, respectively. This information is clearly
indicated in the HOMO diagrams of the three inhibitors
(Fig. 9) which shows that the carboxylic functional group is
the likely sites for nucleophilic attack. On the other hand,
the expected site for electrophilic attack is controlled by f
or s”. If the protonated forms of the inhibitors molecules
have a net positive charge, it can be stated that the most
likely sites for nucleophilic attack in Pen G, Amox and Pen
VK is in the phenyl ring. Figure 9 also presents the LUMO
diagram for these compounds. From Fig. 9, it can be seen
that the LUMO resides around the phenyl rings in the
inhibitors confirming that the phenyl rings are prone to
electrophilic attack.

Mechanism of inhibition

The inhibition effect of Pen G, Amox and Pen VK can be
ascribed to the adsorption of the inhibitors on the surface of
mild steel. This adsorption may be physical adsorption or
chemical adsorption, depending on the adsorption strength.
Adsorption cause by van der Waals and Coulombic
interaction are described as physiosorption, whereas chem-
ical adsorption is due to the interaction between the 7
electrons of the inhibitor molecules and the d orbital of iron
(in the mild steel). In corrosion inhibition process, physical
adsorption inevitably precedes chemisorption. After phys-
ical adsorption, the inhibitors are chemically adsorbed on
the metal surface. From the values of the Fukui and global
softness functions, it is evident that the mechanisms of
inhibition by the three inhibitors are similar. Therefore, the
scheme shown in Fig. 10 is proposed as the possible
mechanism for the inhibition of the corrosion of mild steel
in HCI solutions by Pen G, Amox and Pen VK. It is also
significant to note that the difference between the inhibition
efficiency of Pen G and Amox is that Amox has hydroxyl
and amino groups. These functional groups are electron
withdrawing groups hence they have the tendency of
drawing electrons away from the reaction center (-I effect).
Consequently, the inhibition efficiency of Amox is expected
to be lower than that of Pen G as seen in this study. It is
also interesting to note that the electron withdrawing effects
of these functional groups in Amox supersedes the
advantages offered by the higher molecular weight of Amox
over Pen G. As a rule, the inhibition efficiency of an
inhibitor should increase with an increase in molecular
weight but it is not applicable to Amox. Similarly, the
presence of potassium ion (which is highly electropositive)
limits the potential of Pen VK as an inhibitor compared to
that of Pen G.

Conclusions

Pen G, Amox and Pen VK are good adsorption inhibitors for
the corrosion of mild steel in HCI solutions. The adsorption of
these inhibitors is exothermic, spontaneous and their adsorp-
tion behaviors can best be described by Langmuir adsorption
isotherm. Although the mechanism of physical adsorption is
proposed, the possibility of chemical adsorption proceeding
physisorption has been highlighted.

Theoretical and experimental approaches have been used
to investigate the direction of inhibition of the corrosion of
mild steel by these inhibitors and the strength of inhibition
decreases in the order, Pen G > Amox > Pen VK.
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