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Abstract: Surface treatment via neutral electrolytic pickling (NEP) aims to remove oxide layers
and scaling from stainless steel. The objective of this study was to investigate the factors that
affect the energy efficiency of the process. This study developed a COMSOL Multiphysics model
for the distribution of current across a bipolar steel strip by controlling the following parameters:
Na2SO4 concentration, temperature, electrode-to-strip distance, and inter-electrode distance. Full
factorial measurements of the electrolyte’s conductivity as well as the steel strip’s and the electrode’s
polarization were conducted to provide data for the NEP model. Galvanostatic pulse measurements
were performed to calculate transient times during pickling. According to the model, an applied
voltage of less than 11 V was insufficient to polarize the steel strip to the potentials needed on both
the anodic and cathodic sides. A higher voltage of 11–15 V resulted in anodic current densities of
600–1600 A m−2 and cathodic current densities of 700–2000 A m−2 on the steel strip. These current
densities are within the range of previous experimental studies and industrial practices. The model
showed that when a steel strip acts as a bipolar electrode, the current’s efficiency decreases, as only a
fraction of the strip facing the anodes or cathodes is polarized sufficiently. The galvanostatic tests
showed that anodic polarization of the steel strip is easier than cathodic polarization. The slow
polarization in the cathodic direction can be improved by using a higher current density. The time
needed to polarize stainless steel indicates that the strip’s velocity should be less than 1 m s−1 to give
enough time for polarizing the steel strip.

Keywords: neutral electrolytic pickling; stainless steel; finite modeling

1. Introduction

The production of stainless steel includes rolling and reheating, which produce oxide
layers on the steel’s surface [1]. The formation of an oxide layer is affected by the steel’s
composition; in particular, manganese and chromium have a high affinity toward oxygen.
Forming steel, either via hot or cold rolling, affects the formation of oxide layers. Chromium
oxide formation was found to happen with the cold rolling of steels [2,3], while hot rolling
forms more iron-rich oxides [4,5]. Characterization studies have shown numerous com-
positions of the oxide layer, as shown in Table 1. To remove the oxide layer, pickling is
performed in several stages, from mechanical descaling and preliminary pickling to final
pickling [1]. Removal of the oxide scale is important to ensure the passivation and corrosion
resistance of stainless steel [6].
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Table 1. Characterization of the oxide layers on steels.

Alloy Type Oxide Scale References

EN 1.4301, Cr (5.76–26.31%) steels Cr2O3, α-Fe2O3,
(Fe,Cr)3O4

[7–12]

EN 1.4016, EN 1.4762,
microalloyed steel, Incoloy 800

(Cr 19–23%, Ni 30–35%)
FeO, Fe2O3, Fe3O4 [4,8,10,12–16]

EN 1.4301, EN 1.4016 NiFe2O4, Fe3O4, (Fe,Cr)2O3
(with Fe2+, Fe3+ and Cr3+) [2,17]

EN 1.4301, EN 1. 4016 (Fe, Cr)2O3
(with Fe2+, Fe3+ and Cr3+) [18]

Cr2O3 [6,19,20]

Carbon steel, interstitial-free steel FeO, Fe2O3, Fe3O4, FeO(OH) [21,22]

Chemical or electrochemical pickling processes have been intensively developed
with an aim toward being efficient and environmentally friendly processes. Straight
sulfuric acid is not always effective, and the use of combinations of hydrochloric and
nitric acids could result in pitting. Such pickling solutions are expensive and release
poisonous gases and fumes. Nead’s patent in 1924 pointed out that cold rolling would
mechanically break the oxide film, assisting in acid pickling after hot rolling [23]. In 1931,
Elder proposed the use of copper with sulfuric acid [24], and Schermer proposed the
addition of alkali metal nitrates to sulfuric acid [25]. Hahn patented the use of a mixture
of sulfuric and nitric acids in 1956 [26]. Due to concerns regarding the environmental
and occupational impact of various acidic pickling processes, electrolytic pickling using
a neutral electrolyte was introduced by Ruthner Industrieanlagen AG in Austria at the
end of the 1950s [27]. Neutral electrolytic pickling uses neutral or near-neutral Na2SO4 to
reduce acid effluents and improve the products’ quality [27]. Electrolytic pickling operates
at elevated temperatures up to 90 ◦C and at high current densities up to 3000 A/m2 [28–31].
These values indicate that electrolytic pickling is an energy-intensive process. Furthermore,
of the current supplied to a pickling cell, only 20–30% is used in the polarization of stainless
steel. If we consider the side reactions on the steel’s surface, the current efficiency of oxide
scale removal can be less than 10% [32].

A schematic of a pickling cell is shown in Figure 1. The cell is divided into three
regions, marked E1, E2, and E3. The steel strip moves between electrode pairs. The steel
strip is not connected to an external current source, nor is it grounded, so it acts as a bipolar
electrode. The electrode pairs in regions E1 and E3 are polarized as cathodes, and the
steel strip opposite to them acts as an anode. The electrodes in the middle region (E2) are
polarized as anodes, and the steel strip opposite to them acts as a cathode. The steel strip
becomes a bipolar electrode when the potential field strength between the polarized anodes
and cathodes is strong enough. Factors that will affect the potential field strength are the
operating current density and the system’s geometry. The system’s geometry includes the
length of the electrodes, the distance between the electrodes, and the electrode-to-strip
distance. The steel strip is polarized just opposite the current-feeding electrodes. In the
setup shown in Figure 1 with identical electrode sizes, the cathodic strip current density
opposite E2 is twice the anodic current density opposite E1 and E3.

An industrial neutral electrolytic pickling line is tens of meters long. The line has
several electrode banks, as shown in Figure 1. The banks are slightly inclined to promote
the transfer of gas bubbles away from the electrodes and strip. The anodes are often strips
of lead, while the cathodes are made of unalloyed steel, again to promote the removal of
bubbles. The length of one anode or cathode pack is typically 1–1.5 m, and the distance
between anode and cathode packs is 0.5–1 m. The distance from the electrode packs to the
stainless steel strip is 10–15 cm. One electrode bank is supplied by a DC rectifier, which can
typically have an output capacity of 10 kA or more. During operation, the output voltage
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of a rectifier can be over 40 V, depending on the operating current density. The strip moves
through the pickling bath with a speed of the order of 1 m s−1. The time that a section of a
moving steel strip spends between the electrodes is short, and the polarization phenomena
on the strip can be interpreted as short galvanostatic pulses, which can last less than 1 s.
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Several mechanisms of steel pickling have been proposed, such as dissolution of the
oxide scale [27]; partial dissolution of the oxide scale; dissolution of the metallic species; gas
evolution, which mechanically cracks the oxide scale [31,34]; electrochemical dissolution of
chromium and manganese [9,19,35]; and dissolution of the subscale metal under the oxide
scale [9,36,37]. During the pickling process, the electrochemical reaction on the lead anode
is oxygen evolution (1), and that on the steel cathode is hydrogen evolution (2) via the
decomposition of water. Depending on the stainless steel strip’s polarization, the oxygen
evolution can happen as a side reaction that does not assist in dissolving the oxide film.

2 H2O→ 4 H+ + O2(g) + 4 e− (1)

4 H2O + 4 e− → 4 OH− + 2 H2(g) (2)

As seen from the reactions in Equations (1) and (2), to maintain the electric charge and
pH balance, the amount of hydrogen gas produced on the cathodes is two times that of the
oxygen produced on the anodes. With the bipolar circuit shown schematically in Figure 1
and assuming electrodes of an identical size, the current density on the steel cathodes
will be half that on the lead anodes. Furthermore, if we assume that only the areas of
the stainless steel strip opposite the anodes and cathodes will polarize, then the anodic
current density on the strip is half that of the cathodic current density. This means that the
surface of the strip in the anodic sections E1 and E3 will polarize less than in the cathodic
section E2, as shown in Figure 1.

On the anodic parts of the strip’s surface, the possible reactions include oxidation of
the oxide film’s compounds to a higher valence state, resulting in their dissolution, the
dissolution of the metals in the stainless steel, and oxygen evolution. The chromium in
(Fe,Cr)2O3 or FeCr2O4 is in a trivalent state, and it can oxidize to Cr6+ or Cr2O7

2−. The iron
in FeCr2O4 is in a divalent state, and it can oxidize to Fe3+ or ferrate FeO4

2−, the latter of
which is unstable in acidic or neutral solutions. Manganese can oxidize to MnO4

− [1]. In
the neutral electrolyte, the cations released from the dissolution of either oxide or metal
can hydrolyze and form hydroxides [27]. The manganese- and chromium-enriched films
dissolve first during anodic polarization, followed by dissolution of the iron-rich layer. The
chromium-depleted layer and the silicon-containing layers do not dissolve during anodic
polarization [1,6,19]. On the cathodic parts of the strip, the main reaction is the hydrogen
evolution, as shown in Equation (2). The hydrogen evolution can assist in the removal of
the oxide film through the mechanical action of gas bubbles.

Increasing the efficiency of the electrolytic pickling process has been a challenge. The
factors affecting the pickling process can be grouped into internal factors related to the
stainless steel strips and external properties that are not dependent on the steel. The internal
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properties include steel’s polarization behavior, both as an anode and a cathode, and the
steel strip’s electrical resistance. The external factors expected to affect the efficiency of the
process are the physicochemical properties of the electrolyte (i.e., its conductivity, density,
and viscosity), the cell’s geometry, the externally applied potential, and the steel strip’s
velocity. This study aimed to develop a COMSOL Multiphysics model to investigate the
effect of the processing parameters on the distribution of the current and potential. Similar
studies were not found in the available literature. Electrochemical tests were used to
determine the polarization of the stainless steel strips and the lead and steel electrodes. The
properties of the electrolyte were determined. These results were used as factors to build
the model. Based on the literature, our hypotheses were that the potential field between
the anodes and cathodes would result in an uneven polarization of the stainless steel strip,
the strip’s polarization would depend only on the applied current, and the electrolyte’s
conductivity would affect the potential field.

2. Materials and Methods

Measurements were conducted in electrolytes with 150–200 g dm−3 of Na2SO4 at
60–80 ◦C. The experiments included modeling the conductivity, modeling the polarization,
and transient measurements. The parts of this study and their links are shown in Figure 2.
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Figure 2. Schematic of the method used in this study.

Conductivity was measured using a Knick Portamess® 913 conductivity meter (Elek-
tronische Messgeräte GmbH & Co. KG, Berlin, Germany), and the calibration was con-
ducted using a solution with a standard conductivity of 12.88 mS cm−1 at 25 ◦C (Reagecon,
Clare, Republic of Ireland). The electrochemical measurements were conducted in two
parts. Firstly, the behavior of the steel strip and the electrodes in different electrolytes
was measured using the potentiodynamic method with a Gill-AC potentiostat from ACM
instruments with a calomel reference electrode, +0.2415 V vs. SHE, and a platinum counter-
electrode. Measurements of each anodic and cathodic region of the steel were conducted
separately, up to an overpotential of 3 V in the respective direction.

Tafel plots (Equations (3) and (4)) of the active region of the electrodes and strip
were used to describe the current density–potential dependence. Figure 3 shows how
the procedure was applied to the lead anode and steel cathode. The starting point, Estart
and istart, was determined as the intersection of the active range and the range where no
significant reactions had happened. The slope of the active range b was calculated as the
V per decade of current density. These equations were used in the COMSOL model to
represent the electrodes and the steel strip. At the highest current densities, all materials
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showed a clear deviation from the Tafelian behavior due to the uncompensated resistance
of the solution. This range was not included in the analysis used to determine the factors
for Equations (3) and (4).

E = Estart + log
(

i
istart

)
·b (3)

i = istart·10(
(E−Estart)

b ) (4)
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the lead anode.

The second study involved transient measurements of the galvanostatic pulse using a
Versastat 4 potentiostat from Princeton Applied Science, with a range of current densities
from 200 A m−2 to 1800 A m−2, a 10 s pulse time, and five cycles for each measurement
(Figure 4). This range of current density was within the industrial range of current density,
and the results from the potentiodynamic measurements are shown schematically in
Figure 3. The objective of this measurement was to determine the time needed for the steel
strip to reach a steady potential once it had been introduced into a certain potential field.
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Modeling was conducted with COMSOL Multiphysics 5.6 software. The model was
a half-cell of the standard industrial setup (Figure 1) due to the symmetry of the top and
bottom halves of the system, and the geometry is presented in Figure 5. The anodes and
cathodes were located only under the strip. The parameters of the COMSOL model are
shown in Table 2, and the material properties of the solid electrodes were provided by the
built-in data of the COMSOL 5.6 software. The range of distance from the electrode to the
steel strip was 10–15 cm, according to industrial experience of the authors.
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cathodes and anode, respectively. The model’s dimensions are in meters.

Table 2. Modeling constants and variables of the electrochemical measurements. Test values marked
with * are the center points of the factorial test series.

Model Parameter Value Model Variables Values

Anode–cathode distance 50 cm Concentration of Na2SO4 150, 175 *, 200 g dm−3

Length of anode and cathode 1 m Temperature 60, 70 *, 80 ◦C

Width of electrodes and steel 1 m Steel–electrode distance 10, 12.5, 15 cm

Thickness of the strip 3 mm

3. Results and Discussion
3.1. Physicochemical Properties of the Electrolyte

The electrolyte, as the medium of the process, has significant importance for the
development of a representative model, as it affects the operating voltage of the system.
Thus, the electrolyte’s density, viscosity, and conductivity were modeled. The determination
of the multilinear regression equations was achieved with the Microsoft Excel Regression
tool using a confidence level of 95%. The modeling of the density, viscosity, and conductivity
used data from [38] for 0.05–1.5 mol kg−1 of Na2SO4 at 15–55 ◦C; in addition, a series of
conductivity measurements were carried out at higher temperatures. The regression models
for density, viscosity, and conductivity are shown in Equations (5)–(7). The concentration
of Na2SO4 is given in g dm−3, and the temperature is in ◦C.

ρ [kg m−3] = 1007.3 + 0.815 c − 0.321 T − 0.001 c T (5)
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η [mPa·s] = 1.286 + 0.005 c − 0.015 T − 4.4 10−5 c T (6)

κ [S m−1] = 8.11 − 0.024 c + 0.019 T + 0.001 c T (7)

Figure 6 shows the values of these properties within the modeling ranges shown in
Table 2. The density was 1090–1140 kg m−3, the viscosity was 0.20–0.74 mPa·s, and the
conductivity was 17.3–25.6 S m−1.
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3.2. Polarization of the Electrodes and the Steel Strip

The objective of the polarization measurements was to provide empirical models
for the potential–current density dependence of the active surfaces of the lead anode,
the steel cathode, and the stainless steel strip. These models were used in the Comsol
software package to calculate the current density across each surface. From a total of
12 measurements for each material (the lead anode, the carbon steel cathode, the stainless
steel anode, and the stainless steel cathode), selected polarization curves are presented in
Figure 7.

Figure 7 shows that, when the steel cathode and the stainless steel cathode were
polarized, the current started to increase almost immediately. This was due to the main
reaction in these materials being hydrogen evolution. The lead anode needed significant
polarization to about 1.8 V before the rate of oxygen evolution was in the 100 A m−2 range
(Figure 7). Trans-passive dissolution, with or without the oxygen evolution on the stainless
steel, also needed significant polarization with a dissolution rate in the range of 100 A m−2

at about 1.6 V. All four sets of polarization curves showed a clear deviation from a linear
E vs. log(i) behavior at high current densities. This was due to a drop in the ohmic voltage
in the electrolyte, the magnitude of which depended on the test system’s geometry and the
electrolyte’s conductivity.
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Figure 7. Selected polarization measurements of the lead anode, the steel cathode, and EN 1.4404
stainless steel as the anode and cathode.

The effect of the electrolyte’s conditions was insignificant, as can be seen from a
comparison of the least conductive (150 g dm−3 Na2SO4 at 60 ◦C), central (175 g dm−3 at
70 ◦C), and most conductive (200 g dm−3 at 80 ◦C) electrolytes in Figure 7. The polarization
curves overlapped each other in the active range, where the E–log(i) dependence was linear.
Unlike the electrolyte’s properties, the concentration of Na2SO4 and temperature had no
statistically significant effect on the starting potentials, current densities, or Tafel slopes.
Therefore, the starting potentials, current densities, and Tafel slopes were taken as the
average values for Equations (3) and (4). Through the use of these average values, kinetic
formulas (Equations (8)–(11)) were developed to calculate the current density, where E
refers to the electrode’s potential, V, vs. SCE.

Lead anode : i
[
A m−2

]
= 3.3·10(E−1.39)/0.24 (8)

Steel cathode : i
[
A m−2

]
= 0.3·10(E+0.68)/−0.29 (9)

Stainless as anode : i
[
A m−2

]
= 2.2·10(E−1.14)/0.27 (10)

Stainless as cathode : i
[
A m−2

]
= 3.3·10(E+1.07)/−0.26 (11)

3.3. Multiphysics Modeling

Modeling was conducted for a half-cell model of the industrial NEP process (Figure 5).
The electrolyte’s properties were taken as functions of the concentration of Na2SO4 and
the operating temperature, as shown in Equations (5)–(7), and the electrode’s polarization
was calculated using Equations (8)–(11). The material properties of the lead, steel grade
4310, and stainless steel grade 316L were taken from the internal database of the COMSOL
material library. The secondary current distribution module was selected for this study. The
current was enclosed inside the geometry of the system by insulating the cells’ boundaries.
The external potential of the steel strip was set to 0, so the steel would be polarized indirectly
by the anode’s and cathode’s potential fields. Finally, the total voltage was equally assigned
to the external potential applied by the anode and cathode. Different potential fields formed
when an external potential was applied to the cell through the surfaces of the lead anode
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and the steel cathode (Figure 8). Different intensities of these fields were computed using
different conditions of the electrolyte.
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the anode (center) when an external voltage of 15 V was applied.

A stationary study with a cell voltage of 5 to 15 V was conducted for each set of values
for the concentration, temperature, and steel–electrode distance (Table 2). The values of the
potential and current density were modeled across the length of the steel strip. Selected
results of the COMSOL modeling are shown in Figures 9 and 10 for the potential and
current density profiles, respectively. The different conditions of the electrolyte with the
lowest and highest conductivity were compared.
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10 cm distance.

Figure 9 shows the bipolar behavior of the steel strip along the length of the x-axis. As
can be seen, the polarizations were opposite to the electrolyte’s potential field in Figure 8.
The steel strip was anodically polarized on both edges, while, at the center, it was cathodic.
The steel strip’s polarization increased with an increase in the applied external voltage.
When the applied external voltage was 5–15 V, it was calculated that only 40–50% of the
steel strip’s surface was sufficiently polarized. This value is within the range of previous
studies, which indicated 40% from direct measurements of the current [32] and 60–65%
calculated by mathematical modeling [39]. The loss of potential was mainly due to the
electrolyte’s resistance.
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Figure 10 shows that the current density also increased, along with an increase in
the external voltage. Nevertheless, the increase in the current density was not linear
with the voltage, unlike the strip potential. The current density increased clearly be-
yond 11 V of external voltage. This was consistent with the Tafelian behavior shown in
Equations (10) and (11). The external voltage between the lead anode and steel cathodes
resulted in a potential field that, in turn, polarized the strip’s surface. As the current density
of the strip’s surface increased exponentially with increasing polarization, significant cur-
rent densities on the strip were seen only when the external voltage was sufficiently high.
Figure 10 shows that, even though the electrolyte’s properties did not affect the polarization
behavior of the electrodes (as shown in Figure 7), a significant part of the polarizing power
was lost to the electrolyte’s resistance. Nevertheless, the calculated current densities were
within the industrial levels of 500–3500 A m−2 reported in numerous studies [31,32,40].

Another result from the potential profile in Figure 9 was the effective polarized area.
When the length of the lead anodes and the steel cathodes was set to 1 m and their horizontal
distance was set to 0.5 m, the strip’s surface had a shorter area under the electrodes where
the potential was steady. The surface of the anodically polarized steel had a more polarized
surface area (α = 0.78 m) compared with the cathodic equivalent (β = 0.69 m). Thus, in the
total length of an NEP electrode bank, the steel is under anodic polarization for 2.3 times
longer than it is under cathodic polarization. The narrow range of the full cathodic potential
is beneficial for the process, as excessive exposure to hydrogen, which can embrittle the
steel’s surface, is limited.

3.4. Effect of the Electrolyte, External Potential, and Geometry

The conditions of the electrolyte, the external potential, and the cell’s geometry are
parameters that potentially affect the profile of the current density on the strip’s surface. To
estimate the magnitude of each effect, the anodic and cathodic currents were calculated
using the COMSOL model, and the peak values shown in Figure 10 were selected. The
variables were the same as in Table 2 with the addition of 11–15 V of external voltage. A
statistical analysis of the anodic and cathodic currents was carried out using the Microsoft
Excel Regression tool. The regression equations for the peak anodic and cathodic currents
on the steel strip are shown in Equations (12) and (13), where c is the concentration of
Na2SO4 in g dm−3, T is the temperature in ◦C, d is the electrode-to-strip distance in cm,
and Eext is external voltage of the cell in V. Note that Equation (13) gives the absolute value
of the cathodic current.

ia

[
A m−2

]
= −1505 + 1.08·c + 0.65·T − 24.16·d + 180.7·Eext (12)

|ic|
[
A m−2

]
= −1990 + 0.96·c + 0.58·T − 35.90·d + 268.2·Eext (13)
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Equations (12) and (13) show that both the concentration of Na2SO4 and the tem-
perature have positive effects on the stainless steel strip’s polarization. Within the test
parameter range used in modeling, their combined effect from the lowest to highest values
of the parameters was only about 70 A m−2 for both the anodic (Equation (12)) and cathodic
(Equation (13)) current. The electrode-to-steel strip distance had a clear negative effect on
the current density. If we compare the largest and smallest distance, the effect was about
−120 A m−2 for the anodic polarization and −180 A m−2 for the cathodic polarization of
the strip. The strongest single-factor effect was the external voltage. Within the calculated
voltages (11 V to 15 V), the increase in current density was about 720 A m−2 for the anodic
polarization and 1070 A m−2 for the cathodic polarization of the strip. Figure 11 shows the
anodic and cathodic current densities calculated using Equations (12) and (13) when the
electrolyte’s properties were set to their central values (c = 175 g dm−3 and T = 70 ◦C). The
cathodic current density was higher because the current passing through the cell, as well as
one electrode bank, went from a single anode to two cathodes. Therefore, the cathodic part
of the strip facing the anode polarized more strongly, resulting in higher current densities.

Metals 2023, 13, x FOR PEER REVIEW 11 of 16 
 

 

using the COMSOL model, and the peak values shown in Figure 10 were selected. The 
variables were the same as in Table 2 with the addition of 11–15 V of external voltage. A 
statistical analysis of the anodic and cathodic currents was carried out using the Microsoft 
Excel Regression tool. The regression equations for the peak anodic and cathodic currents 
on the steel strip are shown in Equations (12) and (13), where c is the concentration of 
Na2SO4 in g dm−3, T is the temperature in °C, d is the electrode-to-strip distance in cm, and 
Eext is external voltage of the cell in V. Note that Equation (13) gives the absolute value of 
the cathodic current. 𝑖 [𝐴 𝑚 ] = −1505 + 1.08 · 𝑐 + 0.65 · 𝑇 − 24.16 · 𝑑 + 180.7 · 𝐸  (12)|𝑖 |[𝐴 𝑚 ] = −1990 + 0.96 · 𝑐 + 0.58 · 𝑇 − 35.90 · 𝑑 + 268.2 · 𝐸  (13)

Equations (12) and (13) show that both the concentration of Na2SO4 and the temper-
ature have positive effects on the stainless steel strip’s polarization. Within the test param-
eter range used in modeling, their combined effect from the lowest to highest values of 
the parameters was only about 70 A m−2 for both the anodic (Equation 12) and cathodic 
(Equation 13) current. The electrode-to-steel strip distance had a clear negative effect on 
the current density. If we compare the largest and smallest distance, the effect was about 
−120 A m−2 for the anodic polarization and −180 A m−2 for the cathodic polarization of the 
strip. The strongest single-factor effect was the external voltage. Within the calculated 
voltages (11 V to 15 V), the increase in current density was about 720 A m−2 for the anodic 
polarization and 1070 A m−2 for the cathodic polarization of the strip. Figure 11 shows the 
anodic and cathodic current densities calculated using Equations (12) and (13) when the 
electrolyte’s properties were set to their central values (c = 175 g dm−3 and T = 70 °C). The 
cathodic current density was higher because the current passing through the cell, as well 
as one electrode bank, went from a single anode to two cathodes. Therefore, the cathodic 
part of the strip facing the anode polarized more strongly, resulting in higher current den-
sities. 

 
Figure 11. The effects of the external voltage and electrode-to-strip distance on the anodic and ca-
thodic current density; c = 175 g dm−3 and T = 70 °C. 

3.5. Transient Time 
The electrode bank is polarized using a constant current, creating a potential field. 

When the stainless steel strip enters this field, its surface is polarized, and the reactions 
result in the cleaning of the surface. The strip travels in the pickling bath at speeds of up 
to 1 m s−1, and the time the strip faces an electrode can be less than 1 s. When a current 
step is imposed upon an electrode, the current contains double-layered charging and 

11.0 11.5 12.0 12.5 13.0 13.5 14.0 14.5 15.0
10

11

12

13

14

15

D
is

ta
nc

e 
(c

m
)

External voltage (V)

400.0

600.0

800.0

1000

1200

1400

1600

1800

Anodic current A/m2 Cathodic current A/m2

11.0 11.5 12.0 12.5 13.0 13.5 14.0 14.5 15.0
10

11

12

13

14

15

D
is

ta
nc

e 
(c

m
)

External voltage (V)

Figure 11. The effects of the external voltage and electrode-to-strip distance on the anodic and
cathodic current density; c = 175 g dm−3 and T = 70 ◦C.

3.5. Transient Time

The electrode bank is polarized using a constant current, creating a potential field.
When the stainless steel strip enters this field, its surface is polarized, and the reactions
result in the cleaning of the surface. The strip travels in the pickling bath at speeds of
up to 1 m s−1, and the time the strip faces an electrode can be less than 1 s. When a
current step is imposed upon an electrode, the current contains double-layered charging
and electrochemical reactions. The double-layered charging current decreases rapidly
with time and the Faradaic current due to an increase in the electrochemical reactions. If
the time is too short, then the electrochemical reactions do not have time to work on the
strip’s surface.

The transient time was studied using alternating positive and negative galvanostatic
pulses applied to the steel samples. The absolute current density was measured from
200 A m−2 to 1800 A m−2. Examples of the galvanostatic tests are shown in Figure 12,
where the potential was calculated as the overpotential from the open circuit’s potential.
The general result from these measurements was that a higher current density resulted in a
shorter transient time. Steady anodic potentials were observed at a lower applied current
density than the cathodic potentials, and cathodic polarization at low current densities was
a two-step process.
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Figure 12. Examples of the galvanostatic transient time measured in 175 g dm−3 of Na2SO4 at 70 ◦C.

The transient measurements were analyzed by selecting the first time points after each
change in polarization, where dE/dt was 0.01 V/s or less. With the lowest current densities,
the time was taken from the second plateau. Regression equations were then determined
for the anodic and cathodic transients via Equations (14) and (15), where the transient time
is in s, the absolute current density is in A m−2, the concentration of Na2SO4 is in g dm−3,
and the temperature is in ◦C. However, as the p-values for temperature were more than
0.05, the temperature was not statistically significant.

tanodic = 4.55 − 4·10−4·i − 0.01·c − 0.002·T (14)

tcathodic = 7.81 − 3·10−3·i − 0.01·c + 0.016·T (15)

Figure 13 shows the transient times modeled by Equations (14) and (15). As the
temperature was not significant, the results are shown as a contour plot of the concentration
of Na2SO4 and the current density. The concentration of Na2SO4 had only a minor effect.
The anodic transient times were 1.6 to 2.8 s, and the effect of current density was not very
strong. The cathodic transient times ranged from less than 1 s to 6.3 s, and the increase
in current density had a strong effect, as it seemed to change the reaction mechanism, as
shown in Figure 12.

In a typical bank of three electrode pairs operating at a constant current, the strip’s
cathodic current density is double that of the anodic current density. If the electrolyte is
kept the same, then, with an increasing current density, the anodic and cathodic transient
times will become the same. For the concentration and temperature ranges in Table 2, the
anodic current densities required to achieve the same transient time were approximately
580–670 A m−2. With these current densities, the transient times were 2–3 s.
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Figure 13. Modeled anodic and cathodic transient times to reach a steady potential.

The effects of the strip’s velocity can be estimated by assuming the stainless steel
surface to be a Randles-type equivalent circuit with a charge transfer resistance and double-
layered capacitance in parallel and a solution resistance in series with this time constant. The
potential of this equivalent circuit as a function of time can be calculated from Equation (16),
where V(t) is the potential (in V), RΩ is the solution resistance (in Ω), Rct is the charge
transfer resistance (in Ω), Cdl is the double-layered capacitance (in F), I is the excitation
current (in A), and t is the time (in s). An active system will show a gradual increase in
overpotential, reaching a steady state. With the value of maximum steady-state polarization,
it is possible to determine the Rct and Cdl using Equation (17). If the time interval of the
measurement is small enough, the first potential reading can be used to calculate RΩ, with
the assumption that when t→ 0, the electrochemical reactions have not yet started. The
determination of Rct and Cdl using Equation (17) is not dependent on the open circuit
potential of the sample, but for calculating the potential using Equation (16), the OCP
is needed.

V(t) = V(t = 0) + RΩ·I + Rct·I·
[
1− e−t/(Rct ·Cdl)

]
(16)

ln(Vmax −Vt) = ln(Rct·I)− t/(Rct·Cdl) (17)

As shown in Figure 12, the galvanostatic transient has a two-step mechanism at low
current densities. When applying 200 A m−2, the analysis using Equation (17) can describe
the anodic pulse but not the cathodic one. An analysis using the data at 600 A m−2 and
above indicated that the polarization became rapid. With a polarized electrode, the apparent
charge transfer resistance, calculated as the slope ∂E/∂I, decreased with increasing current
density. With increasing current density, the surface polarized to higher overpotentials,
resulting in a higher double-layered capacitance. As shown in Equation (16), when the RC
time constant determined by the resistance to polarization and the double-layer capacitance
became smaller, the transient time became shorter. The values of the RC time constant
decreased between 200 A m−2 and 600 A m−2, but not at higher current densities. This
indicated that increasing the strip’s speed should be compensated by a higher current
density, but there is a limit above which this is no longer effective.

4. Conclusions

In this study, we modeled the NEP process with COMSOL Multiphysics software to
study the distribution of the potential and current density at the surface of a steel strip. The
aim was to find the factors that could decrease the cell’s voltage or result in a more even
distribution of the current and potential, thereby improving the process’s energy efficiency.
The results of the modeling showed that only part of the steel strip facing the electrodes
was polarized to the desired potential range. The concentration of sodium sulfate and
the temperature affected the electrolyte’s conductivity only slightly within the studied
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range. The effect of the electrolyte’s conductivity on the polarization of the steel strip was
concluded to be insignificant compared with the effects of the electrode-to-strip distance
and the external potential.

The published literature has suggested that the pickling of steel happens in the gas
evolution region, where only a fraction of the applied current is used in the reactions that
remove oxide films. The kinetics of the removal of oxide film and gas evolution should
be studied further to determine the time the strip must remain within the potential field.
The effect of the strip’s movement was investigated, with a focus on the effective time
of the steel under the necessary polarization. The transient time of the steel strip as a
cathode was, in general, longer than that as an anode. To have enough time for anodic
polarization, the velocity of the steel strip needs to be limited. A short polarization time
can be compensated by a higher applied current, but this can result in an unnecessary high
cell voltage. In this study, with EN 1.4404-grade stainless steel, the maximum rate needed
to provide polarization was 0.8 m/s. Further investigations with different steel grades are
required to determine the effect of the steel’s composition on the pickling current density
and the strip’s movement speed.
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