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Abstract: Cathodic protection efficiency of complex carbon steel structures in confined seawater
environment was studied using a specific experimental device. Schematically, this device consisted
of a Plexiglas matrix, crossed by a channel 50 cm long, 5 mm deep, 1.5 to 5 cm wide, which moreover
included four bends at 90°. Seawater flowed continuously inside the channel over 12 steel coupons
embedded in the Plexiglas matrix. Cathodic protection was applied at a constant potential of
—1060 mV vs. Ag/AgCl-seawater with respect to a reference electrode located outside the channel,
at the seawater flow entry. The potential of four selected coupons was monitored over time via
a microelectrode set close to each coupon. It varied significantly with the distance separating the
coupons from the channel entry. At the end of the 3.5-month experiment, a polarization curve was
acquired. The residual corrosion rate under cathodic protection was estimated via the extrapolation
of the anodic Tafel line. It varied from <1 um yr_1 to 16 um yr_l, depending on the potential reached
by the coupon (between —900 and —1040 mV vs. Ag/AgCl-seawater) at the end of the experiment
and on the properties of the calcareous deposit formed on the steel surface.
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1. Introduction

Marine Renewable Energy (MRE) devices such as offshore wind turbines or ocean
current turbines involve carbon steel structures with complex geometries and/or inner
channels of small dimension where seawater may flow. In most cases, cathodic protection
(CP) is envisioned to ensure the durability of the immersed part of the MRE devices.
Modelling, predicting and quantifying the efficiency of CP for such complex structures may
be challenging. Consequently, specific experimental data may be necessary for a reliable
modelling of the CP system. An experimental device was designed to simulate a complex
steel structure where seawater would flow inside a channel of small dimension. The steel
structure inside the channel was mimicked by a series of 12 steel coupons connected to
each other. Four of them could be disconnected individually from the system to be studied
separately. In the channel, due to the small cross-sectional area, an important ohmic drop
should increase the potential of the metal so that deep inside the channel an insufficient
cathodic potential could prevail.

In seawater, the increase of the interfacial pH due to CP induces the formation of a
mineral layer on the steel surface. At the potentials usually used for CP of carbon steel, this
layer is mainly composed of aragonite CaCOj3 [1-4], and thus called calcareous deposit.
The increase of pH at the steel/seawater interface is due to the increase of the cathodic
reaction rate, a direct consequence of the cathodic polarization. In most cases, the main
reaction involved is the reduction of dissolved O,:

0, +2H,0 + 4e~ — 40H 1)
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The production of OH™ ions increases the pH, which modifies the inorganic carbonic
equilibrium at the steel/seawater interface:

OH™ + HCO3~ — H,0 + CO3%~ 2)
This process finally leads to the precipitation of CaCOj3 on the steel surface:
Ca?* + CO3*~ — CaCOjy ®3)

The growth of the calcareous deposit promotes a physical barrier against O, diffusion
so that the current density required for CP decreases with time. This phenomenon could
strongly influence the ohmic drop inside a channel of small dimension, such as the one
considered in the present study, and thus modify drastically the potential of the metal deep
inside the channel.

To our best knowledge, only one study devoted to a similar topic was reported [5]. It
aimed to compare experimental results with a computational analysis based on boundary
element modelling. Our purpose was to provide more detailed experimental results. In
particular, the aim was to monitor over time the potential of the various steel coupons
present inside the channel and to assess the efficiency of CP for each coupon. A 3.5-month
experiment was then carried out. At the end of the experiment, a surface analysis by X-ray
diffraction was achieved to characterize the calcareous deposit formed on the steel coupons.
Finally, to estimate CP efficiency, polarization curves were acquired for various coupons
along the channel. As performed in previous studies dealing with cathodic protection of
steel in soil [6-9], the residual corrosion rate of the metal at the protection potential Ecp
was estimated by extrapolation of the anodic Tafel straight line down to Ecp.

2. Materials and Method
2.1. Description of the Experimental Device Used for the Study

The experimental device was designed so that seawater flows in a channel 50 cm long,
5 mm deep and 5 cm wide, except in a 12 cm long central region, where its width was
reduced to 1.5 cm. The channel was machined in one of the two Plexiglas plates (2 cm thick)
that constituted the body of the device, as illustrated in Figure 1.
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Figure 1. Schematic view (front) of the experimental device showing the respective positions of the
steel coupon (grey rectangle) embedded in resin (in yellow), the Ag/AgCl microelectrode (in blue)
and the Ti disk used as counter-electrode (hatched rectangle). C.-E., Ref. and W denote the three
connections to the potentiostat.
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In one of the Plexiglas plates, 12 large holes were drilled to insert 12 carbon steel
coupons embedded in a resin matrix, as displayed in Figure 2. These coupons are denoted
C1 to C12, with C1 being the coupon at the entry of the channel, where seawater comes
in. A copper wire was welded on the rear side of each coupon so that the coupon could be
connected to potentiostat #1 that ensured CP. Two kinds of coupons were used, with eight
3-cm diameter coupons in the 5-cm wide parts of the channel and four 1.5-cm diameter
coupons in the 1.5-cm wide central part of the channel (Figure 2). The device was set in a
tank (120 cm long x 25 cm deep x 15 cm wide) composed of three sections, separated by
Plexiglas walls ensuring the sealing of each section. The first section, which can be called the
“input section”, was filled with artificial seawater. A counter-electrode (titanium grid), and
an Ag/AgCl-seawater reference electrode (E,f = +0.250 V vs. SHE) were set in this section
and connected to potentiostat #1 used for CP. Five additional large (7 cm X 7 cm x 0.8 cm)
steel plates were also immersed in the “input section” to constitute the outer part of the
“simulated steel structure”. They were connected to potentiostat #1 like the coupons inside
the channel and thus protected similarly. The cathodic protection was applied at a constant
potential of —1060 mV vs. Ag/AgCl-seawater (i.e., —1050 mV vs. SCE) with respect to the
reference electrode set in the “input section”. This potential value is the lowest value that
could reach a steel structure connected to an Al-Zn-In galvanic anode.
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Figure 2. Schematic view (side) of the experimental device, showing the electrical connections and
the positions of the four Ag/AgCl microelectrodes (blue lines) set in the channel close to coupons C1,
C4,C9 and C12.

The central section of the tank, where the Plexiglas device was set, was not filled with
seawater, to facilitate the visual observation of the coupons inside the channel. The third
section, i.e., the “output section”, was filled with artificial seawater like the “input section”.
An aquarium pump was placed at the bottom of this section and connected to the channel
of the device via a 3-mm diameter plastic tube. The pump ensured a continuous seawater
flow inside the channel at a rate, controlled weekly during the 3.5-month experiment,
measured between 16 L h™! and 28 L h™!. The corresponding flow velocity was then
between 1.8 cm s~! and 3.1 cm s ™! in the main part of the channel and between 5.9 cm s~
and 10.4 cm s~ ! in the smaller central section.

The pumped seawater was transported up into a second tank, initially filled with
a large volume of seawater. The seawater level of this thank remained constant as the
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excess seawater overflowed into the “input section” of the first tank. The overall volume of
seawater was equal to 20 L. Half of this volume, i.e., 10 L, was renewed after 2 weeks, after
1 month and after 2 months of experiment. A picture of the entire experimental system is
shown in Figure 3.

C-ECP
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Figure 3. Image of the “real” experimental system while operating.

Four of the coupons, namely C1, C4, C9 and C12, could be disconnected individually
and studied separately using a second potentiostat. Close to each coupon, an Ag wire
covered with an AgCl layer was set inside the channel to be used as a local Ag/AgCl-
seawater reference electrode specific to each coupon. Opposite to each of these four steel
coupons, a Ti disk was inserted in the Plexiglas plate where the channel was machined to
be used as a local counter-electrode (Figure 1).

Finally, four small holes (3.5-mm diameter) were drilled on top of the device so that a
micro pH electrode could be inserted inside the channel for local pH measurements close to
coupons C4, C6, C7 and C9 (Figure 2). The holes were closed with small rubber lids except
when pH measurements were carried out.

The artificial seawater used here was based on the ATSM D1141 standard [10]. Its compo-
sition was NaCl (0.42 mol L), MgCl,-6H,0 (0.055 mol L), NaySO4-10H,0 (0.029 mol L 1),
CaCl, -2H,0 (0.011 mol L~1), KCI (0.009 mol L) and NaHCO3 (0.003 mol L—1). Its pH was
adjusted at 8.1 4 0.1 by addition of small amounts of a 0.1 mol L~! NaOH solution. Its
conductivity was measured at 55.4 &+ 0.2 mS/cm, i.e., a typical value for seawater.

5235-]R carbon steel rods (3-cm and 1.5-cm diameter) were used to prepare the coupons.
The steel composition (wt %) was 98.2% Fe, 0.122% C, 0.206% Si, 0.641% Mn, 0.016% P,
0.031% S, 0.118% Cr, 0.02% Mo, 0.105% Ni and 0.451% Cu. The steel surface was abraded
with silicon carbide (grade 180, particle size 80 um), rinsed with deionized water, and
carefully dried just before the coupons were set in the experimental device. The large steel
plates immersed in the “input section” of tank #1 (Figures 2 and 3) were made of the same
steel and their surfaces were prepared the same way.

The experiment was performed twice for 3.5 months, after an initial shorter experiment
of 21 days, at room temperature (22 £ 2 °C) in each case. These experiments gave similar
results but the article is focused on the last of the three experiments because, in particular,
additional information about coupon C6 was only acquired in this case (see Section 2.2).



Corros. Mater. Degrad. 2022, 3

443

2.2. Electrochemical Measurements

When the ohmic drop is important, the “real” potential of the metal differs significantly
from the applied potential Eapp. This potential is the potential corrected from ohmic drop,
EIR free, €Xpressed as:

ER free = Eapp —RI 4)

In Equation (4), R is the resistance of the electrolyte that separates the reference
electrode from the working electrode (steel coupon), and I the current required for CP. For
a cathodic current, the value of I is considered negative, which implies that EtR free > Eapp-

In our experimental conditions, Eapp is equal to —1060 mV vs. Ag/AgCl-seawater.
It corresponds to the electric voltage between each coupon under CP and the reference
electrode used for CP, immersed in the “input section” of tank #1.

The potential Eg e of coupons C1, C4, C9 and C12 could be measured using poten-
tiostat #2 via the determination of the electric voltage between the coupon and the paired
Ag/AgCl-seawater microelectrode set nearby inside the channel. These measurements
were performed daily during the first 20 days, weekly until day 81 and one last time at the
end of the experiment (day 109). In this last day, an additional measurement was performed
for coupon C6 using a hole designed for pH measurement to set an Ag/AgCl-seawater
microelectrode close to the coupon.

On the last day of experiment, polarization curves were acquired for coupons C1, C4,
C9 and C12 using the associated counter-electrode and Ag/AgCl-seawater microelectrode.
It was also achieved for C6, using an Ag/AgCl-seawater microelectrode as explained
above and the closest counter-electrode, i.e., the one facing coupon C4. The curves were
obtained from EiR free(1) = —1.10 V vs. Ag/AgCl-seawater to EiR free(2) = —0.60 V vs.
Ag/AgCl-seawater, at a scan rate dE/dt = 0.1 mV/s. Potentiostats #1 and #2 were both
VSP potentiostats (BioLogic, Seyssinet-Pariset, France). The polarization curves were
measured with the water still flowing in the channel and CP was not interrupted before the
polarization curve was acquired. The lowest potential (—1.1 V vs. Ag/AgCl-seawater) was
chosen to be only slightly smaller than the applied potential Eapyp, so that water reduction
remained negligible. The highest potential (—0.6 V vs. Ag/AgCl-seawater) was chosen so
that in any case a sufficiently large anodic region could be investigated.

All pH measurements were performed with a Mettler-Toledo micro pH electrode
(Mfr # 51343160) and a SevenExcellence pH meter S400 (Mettler-Toledo SAS, Viroflay,
France). They were carried out at day 28 while the seawater flow inside the channel
had, exceptionally, stopped, and every two weeks with seawater flowing normally inside
the channel.

2.3. X-ray Diffraction Analysis

After the experiment, the surface of the coupons was analysed by X-ray diffraction
(XRD). The coupons were directly set in the sample holder and the analysis was carried
out with a classical powder diffractometer (Brucker AXS® D8-Advance), using Cu-Ko
wavelength (A = 0.15406 nm) in Bragg-Brentano geometry. The acquisition was performed
at 40 kV and 40 mA, from 26 = 10° to 26 = 70°, with an angular interval of 0.04° and a
counting time of 3 s per angular position.

The various phases were identified using the ICDD-JCPDS-PDEF-2 database (ICDD,
Newtown Square, PA, USA) via the files 01-075-2230 (aragonite = CaCQO3), 00-005-0628
(halite = NaCl), 01-044-1415 (lepidocrocite = y-FeOOH) and 03-065-4899 («x-Fe).

3. Results
3.1. pH Measurements

Table 1 lists the pH values measured inside the channel at the vicinity of coupons
C4, C7 and C9 and outside the channel, in the “input section” of tank #1. The value
measured outside the channel was in any case between 7.8 and 8.0. At days 33 and 53, the
measurements were performed with seawater flowing normally inside the channel and the
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values obtained for coupons C4 and C7 were identical (or did not differ significantly) to
those measured outside the channel. In contrast, the pH measured near coupon C9 was
always slightly higher.

Table 1. Local pH measurements. The accuracy was estimated at +-0.1 pH via three successive measurements.

Measurement Time pH of Seawater ! pH Close to C4 pH Close to C7 pH Close to C9

Day 28 (flow stopped) 7.9 8.7 9.2 9.5
Day 33 7.8 77 7.8 8.0
Day 53 8.0 8.0 8.0 85

! pH measured outside the channel, in the “input section” of tank #1 (see Figure 2).

On day 28, the seawater flow was accidentally stopped. It was actually observed that
the 3-mm diameter tube connecting the channel to the aquarium pump (Figure 3) was
clogged with rust particles coming from the insufficiently protected coupons. The measured
pH values revealed that the pH was increasing all along the channel, from 8.7 close to
C4 to 9.5 close to C9. This increase of pH is the consequence of CP, which increases the
cathodic reaction rate and so the production of OH™ ions, as expressed by reaction (1).
When the seawater flow was stopped, OH™ ions could be only transported by migration
and diffusion. The observed increase of pH shows that the production of OH™ ions was
sufficiently fast so that the local OH™ ions concentration could increase. Conversely, when
seawater flowed inside the channel, the produced OH™ ions were also carried away by
advection and could not accumulate at the vicinity of the coupons surface.

The results obtained near coupon C9 are, however, slightly different as the pH is also
higher when seawater flows inside the channel. A detailed view of the experimental design
is shown in Figure 4. It reveals that pH was actually measured in a corner of the channel
far from the electrolyte pathway. The effects of advection in this confined region of the
channel are thus insufficient to avoid the accumulation of OH™ ions.

pH measured in
a confined zone

Seawater flow

Figure 4. Schematic representation of the channel around coupon C9. The blue line corresponds to
the Ag/AgCl microelectrode. The large bended red arrow displays (schematically) the water flow.

The pH was monitored all along the experiment (approximately every two weeks).
For each coupon, it fluctuated around the values given in Table 1 for days 33 and 53, i.e.,
did not change significantly over time.

3.2. Potential Measurements

The potential corrected from ohmic drop, EiR free, Was measured as described in
Section 2.2. for coupons C1, C4, C9 and C12. The evolution over time of these potentials is
displayed in Figure 5.
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Figure 5. Evolution over time of the potential, measured with respect to the paired Ag/AgCl
microelectrode, of coupons C1, C4, C9 and C12. A measurement was also performed at the end of the
experiment for coupon C6 (see Section 2.2).

First, it can be seen that EfR fee increases inside the channel from C1 to C12, whatever
the considered time. The additional value measured for C6 at day 109 falls also between
those obtained for C4 and C9, which validates the methodology used to obtain data for C6.
This variation is due to the ohmic drop, which increases inside the channel as the distance
from the reference electrode used to control the applied potential Epp, increases.

Secondly, it is observed that:

{EIR free(Cg) - EIR free(C4)} > {EIR free(C4) - EIR free(Cl)} > {EIR free(Clz) - EIR free(Cg)}

This shows that the ohmic drop is the highest between C9 and C4. These two coupons
are separated by the central region of the channel where the cross-sectional area is the
smallest. Consequently, the electrical resistance of the electrolyte in this part of the channel
is the highest. It must be recalled that the resistance R of a given volume of an electrolyte
with resistivity p is given by:

R=pL/A ®)

In this equation, L is the length of the electrolyte volume and A its cross-sectional
area, perpendicular to the current flow (assumed uniform). For similar L and p, R is then
inversely proportional to A. In the main part of the channel, A =2.5 cm?, while in the central
part, A = 0.75 cm?. The ratio between the two cross-sectional areas is then 3.3. At day 41,
the potentials are —1.046, —1.014 and —0.912 V vs. Ag/AgCl-seawater for coupons C1, C4,
and C9, respectively. This leads t0 {ER free(C9) — EIR free(C4)} = 102 mV and {ER free(C4)
— E1R free(C1)} = 32 mV, thus a ratio of 3.2 between both potential differences. Note that
the distance between C4 and C9 is larger than that separating C1 from C4, and that the
cross section area is larger in the bends, so that the theoretical ratio between both potential
differences would be actually slightly higher than 3.7.

Conversely, the cross-sectional area (and the distance L) is the same between C12-C9
and C4-C1. The associated resistance is then the same. The ohmic drop is RI and depends
on the current. The counter-electrode for CP is immersed in the “input section” of tank #1
so that the current, which flows between each coupon towards the counter-electrode, flows
inside the channel. Consequently, the current that flows in the C12-C9 section corresponds
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to the sum of the currents required for the CP of coupons C12, C11 and C10. In contrast,
the current that flows in the C4—C1 section is the sum of all currents (except that of C1).
This explains why the ohmic drop is higher between C4 and C1 than between C12 and C9.

Note that the current that flows in the C9-C4 section is then smaller than the current
that flows in the C4-C1 section. This explains why the measured ratio between the corre-
sponding potential differences (i.e., 3.2) is smaller than the theoretical ratio only based on
the variation of the resistance R inside the channel (~3.7).

Thirdly, it is observed that the values of the potentials were initially high and decreased
with time during the first 32 days. At the beginning, the values ranged from —0.95 V vs.
Ag/AgCl-seawater for C1 to —0.6 V vs. Ag/AgCl-seawater for C9 and C12. This implies
that C1 was correctly protected as soon as CP was applied while the protection was
insufficient for C9 and C12. This could be visually appreciated as illustrated in Figure 6.
The picture was taken five days after the beginning of the experiment. Coupons C11 and
C2 clearly illustrate the effects of the increase of EfR free inside the channel. C11 is obviously
entirely covered by a rust layer, i.e., is not correctly protected, while C2 is covered by a
whitish layer, i.e., the calcareous deposit, which demonstrates that this coupon is indeed
protected against corrosion.

Figure 6. Image of the channel showing the surface of the steel coupons after 5 days of experiment.
Coupons Cl1 (right of the image), C4, C9 and C12 are hidden by the corresponding counter-electrode
set in the opposite side of the channel.

The potential of each coupon decreased with time during the first 32 days and stabi-
lized afterwards. At the end of the experiment, all the ErR e values were below —0.85 V
vs. Ag/AgCl-seawater, i.e., all the coupons could be considered as correctly protected
according to CP standards, e.g., [11]. This decrease in potential is due to the decrease in the
ohmic drop, which is necessarily due to a decrease in the current required for CP because
the other parameter, i.e., the resistance of the electrolyte circuit, does not vary significantly
(if at all). This decrease with time in the current required for CP is a well-known effect of
calcareous deposition [1-4]. The mineral layer hinders the diffusion of O,, decreases the
active area of the metal, and thus slows down the cathodic reaction rate.

As shown in Figure 5, the potential of C1 decreased rapidly from —0.95 to —1.03 V vs.
Ag/AgCl-seawater, and a calcareous deposit could form in a few days on its surface [3,4].
As shown in Figure 6, the whole surface of C2 was covered with such a mineral layer
after 5 days. The decrease in the current flowing from C3, C2 and C1 consequently led
to a decrease in the ohmic drop for C4 and its potential dropped from —0.75 to —0.97 V
vs. Ag/AgCl-seawater after ten days. C4 was then itself progressively covered with a
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calcareous deposit. The current required for CP decreased in turn for C4, then C5, C6 and
so on, so that the potential of all coupons finally decreased down to an acceptable value.

To illustrate the reproducibility of the results, the potentials measured at day 18 during
the three experiments (21-day experiment and two 3.5-month experiments) are given in
Table 2. It can be seen that at that time, the values measured for C12 vary significantly from
one experiment to the other. Coupon C12 is the farthest from the entry of the channel and
its behavior depends on that of each of the other coupons. However, the values finally
measured for C12 at the end of the two 3.5-month experiments were similar (about —0.9 V
vs. Ag/AgCl-seawater).

Table 2. Potential values (V vs. Ag/AgCl-seawater) measured at day 18 for each of the 3 experiments.

C1 C4 C9 C12
—1.033 —0.949 not measured —0.760
—-1.015 —0.976 —0.854 —0.836
—1.034 —0.985 —0.861 —0.869

3.3. Voltammetry

The polarization curves obtained for coupons C1, C4, C6 and C9 are displayed in
Figure 7. The curve obtained for C12, very similar to that of C9, was omitted for clarity.

1.0
153
~

log|j (mA cm™)]
&
[€)]

457
5.0 3
_5_5:,,,, O M
-1.1 -1.0 -0.9 -0.8 -0.7 -0.6
E oo (V vs Ag/AgCl-seawater)

Figure 7. Polarization curves (loglj| vs. E) acquired at the end of the experiment for coupons
C1 (black line), C4 (red line), C6 (brown dotted line) and C9 (green line).

First, it is observed that the corrosion potential varies between —0.82 V vs. Ag/AgCl-
seawater and —0.76 V vs. Ag/AgCl-seawater, without any apparent link with the position
of the coupons inside the channel. In contrast, both anodic and cathodic parts of the curves
are shifted to higher current densities from C1 to C9. This evolution can be attributed to the
calcareous deposit, which may be more protective for the coupons that were polarized at a
lower potential during a longer time. Numerous studies devoted to calcareous deposition
on steel in seawater demonstrated that a decrease in potential, in the range between —0.85
to —1.05 V vs. Ag/AgCl-seawater, led to denser and thicker layers [3,4,12]. A longer
polarization time, at a given potential, also increases the thickness and decreases the
porosity of the calcareous layer [3,4,13].
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The anodic part of the log |j| vs. EfR free curve proved linear in any case, with similar
anodic Tafel slopes, for C4, C6 and C9, (i.e., 281, 287 and 272 mV /decade) and a significantly
different slope for C1 (220 mV /decade). As for the cathodic part, two behaviors can be
observed. In the case of C1 and C6, the polarization curve bends progressively, from Eqor to
more cathodic potentials, so that the slope of the curve becomes very small below —0.9 V
vs. Ag/AgCl-seawater. This shows that the kinetic of the cathodic reaction, i.e., mainly
O, reduction, is strongly influenced by mass transport. Thus, the polarization curve tends
towards a diffusion plateau at the lowest potentials. In the case of C4 and C9, the influence
of mass transport is less important, and the slope of the polarization curve remains high at
the lowest potentials. This difference is thoroughly discussed in Section 4.

The cathodic reaction being partially controlled by diffusion, the polarization curves
did not obey Tafel law in the cathodic domain. Consequently, only the anodic part of the
curve was considered for an interpretation of the voltammetry results based on the Tafel
method. The anodic Tafel lines were then drawn and extrapolated down to Ecp, i.e., the
final potential reached by the coupon at the end of the CP experiment. This extrapolation
led to an estimation of the corrosion current density jcor, i.e., the value ja(Ecor) of the
anodic current density at EjR free = Ecor- Similarly, the value ja (Ecp) of the anodic current
density at the potential applied during CP gave an estimation of the residual anodic
current density, i.e., the residual corrosion rate, expected low, reached under CP (see
references [6-9] for more details). The obtained anodic Tafel lines, drawn for each coupon
between Ecor and Ecp, are displayed in Figure 8. Using Faraday’s law, the obtained jco,
and ja (Ecp) values could finally be converted to corrosion rates. All the obtained values
(potential, current density, and corrosion rate) are listed in Table 3.
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Figure 8. Anodic Tafel lines deduced graphically from the anodic branch of the polarization curves,
extrapolated down to the last measured Ecp value, and drawn between Ecp and Eqor for coupons C1
(black line), C4 (red line), C6 (brown dotted line) and C9 (green line).
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Table 3. Voltammetry measurements and data obtained via the extrapolation of the anodic Tafel
line down to Ecp. Ecor is given in V vs. Ag/AgCl-seawater, jeor and ja(Ecp) in mA cm~2, and the
corrosion rate and residual corrosion rate in pm yr—1.

Determined
Parameter (Accuracy) c1 c4 c6 ©
Ecor (£1 mV) —0.769 —0.815 —0.762 —0.793
jeor (£10%) 5.73 x 104 5.85 x 1074 31.0 x 1074 35.0 x 104
Corrosion rate (£10%) 7 7 36 41
Ecp (£5 mV) —1.040 —1.005 —-0.977 —0.908
ja(Ecp) (£20%) 0.35 x 104 121 x 1074 563 x 1074 135 x 1074
Residual corrosion rate at Ecp 0.4 15 65 16

(£20%)

First, as can be seen in Figure 8 and read in Table 3, the corrosion rates of C1 and
C4, almost identical, are significantly lower than those of C6 and C9, which are quite
similar. This effect can be attributed to the calcareous deposit [4], which constitutes a more
protective barrier against corrosion for coupons C1 and C4 polarized at lower potentials
than C6 and C9 all through the experiment (see for instance Figure 5 to compare C1 and
C4 with C9). The corrosion rate estimated for C1 and C4, i.e., 7 um yr~!, is actually very
low, which indicates that the calcareous deposit provides an efficient protection against
corrosion, at least a short time after the interruption of CP. Besides, it cannot be excluded
that the increase of the interfacial pH promoted the formation of a nanometric passive or
pseudo-passive layer on the steel surface.

The estimated residual corrosion rate increases from C1 to C9. As illustrated by
Figure 8, this rate is not only linked to the Ecp values, but also to the respective positions
of the anodic Tafel lines. Let us consider C6 and C9. In this case, the anodic Tafel lines
are close but the Ecp value of C6 is significantly lower than that of C9. Consequently, CP
is more efficient for C6 because the potential of this coupon is more cathodic. If we now
compare C6 with C4, we can see that the Ecp values are not so different, but the anodic
Tafel line of C4 is located at much lower current density values. In this case, CP is more
efficient for C4 mainly because of the positioning of its anodic Tafel line. As explained
earlier, the decrease of both anodic and cathodic current densities is due to the calcareous
deposit. In other words, at the end of the experiment, CP was more efficient for C4, if
compared to C6, because C4 had been previously polarized at a lower average cathodic
potential, which had led to the formation of a more protective calcareous deposit (and
maybe a more protective nanometric pseudo-passive layer). In the case of coupon C1, the
anodic Tafel slope, different from that characteristic of coupons C4, C6 and C9 (Figure 8), is
another factor that explains the very low residual corrosion rate (Table 3).

3.4. XRD Analysis

The XRD patterns obtained for coupons C7 and C9 are displayed in Figure 9.

In any case, the surface of the coupons, once extracted from the experimental device,
was gently rinsed with deionized water. For the coupons covered with a fluffy layer of
orange corrosion products (C11 and C12 for instance, see Figure 6), this rinsing removed
most of the corrosion products. These products were analyzed separately and consisted
mainly of lepidocrocite y-FeOOH (data not shown).

Therefore, the XRD analysis reveals only the nature of the mineral layer formed on the
steel surface below the orange corrosion products (if present). For all coupons, this mineral
layer proved to be composed only of aragonite CaCOs, as illustrated for C7, C9 and C10
in Figure 9. This is consistent with previous works dealing with calcareous deposition on
steel immersed in seawater under cathodic protection [1-4].
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When compared to the corresponding ICDD-JCPDS file, it appeared that the aragonite
crystals exhibited a preferential orientation, revealed by an increased intensity of the 012
diffraction line. This phenomenon proved much more pronounced for coupons C5-C8, i.e.,
for the coupons set in the smaller part of the channel. The XRD pattern of coupon C7,
compared to those of C9 and C10 in Figure 9, clearly illustrates this result.

4. Discussion

The experimental device was designed so that, inside a channel of small dimension
filled with seawater, the ohmic drop could be important. As a result, the coupon C12 set
the farthest inside the channel had an initial potential, corrected from ohmic drop, equal
to EfR free = —0.61 V vs. Ag/AgCl-seawater. The applied potential was equal to —1.06 V
vs. Ag/AgCl-seawater, so that the ohmic drop was 0.45 V for C12. At the beginning,
coupon C12 was not protected. Its potential however decreased during the first month
and remained constant at Efg free = —0.91 £ 0.01 V vs. Ag/AgCl-seawater from day 32 to
day 109. The decrease observed in the first month is the consequence of the formation of a
calcareous deposit on the surface of the coupons located close to the channel entry, which
were correctly protected as soon as CP was applied. For instance, the initial value of the
potential was E[R free = —0.95 V vs. Ag/AgCl-seawater for C1. Because of the progressive
formation of the calcareous deposit, the ohmic drop decreased with time, allowing more
and more coupons to be correctly protected and covered with a calcareous deposit.

At day 28, when the seawater flow inside the channel was interrupted, pH measure-
ments demonstrated that the pH was increasing inside the channel, from C4 to C7 to C9
(Section 3.1). Because the interfacial pH is linked to the cathodic reaction rate, this result
shows that the cathodic current density was increasing from C4 to C7 to C9. The already
mature calcareous deposit formed on the surface of C4 implied a strongly decreased current
demand. In contrast, the potential of C9 had just reached its minimal value approximately
at day 28 (see Figure 5), which implies that the current demand was important. The deposit
formed on C9 at higher average potential was moreover less “efficient” than the deposit
formed on C4.

A steady state could, however, be reached for the whole system, approximately
at day 32. This result shows that, once the deposit has formed on each coupon, and
reached its “final” state (in terms of thickness and porosity), the current demand from each
coupon became constant. The overall current flowing at a given position in the channel
remained constant and the ohmic drop could not decrease any further. This means that the
potential reached by the coupons located far inside the channel, i.e., C9—C12, could have
been modelled through a theoretical computational approach only if the influence of the
calcareous deposit forming on each coupon could have been modelled. Even though the
modelling of calcareous deposition was already reported [13,14], this seems challenging in
the present case because the effects of the calcareous deposit depend on the potential of
the metal, which, in this particular problem, depends itself on the properties of the deposit
formed previously on other coupons.

Moreover, coupon C6 set in the smaller part of the channel, though following the same
trend observed for other studied coupons (C1, C4, C9 and C12), was characterized by two
specific features. The first one relates to voltammetry: the cathodic part of the polarization
curve for C6 differs from that of the polarization curves of C4 and C9. Secondly, as for
the other coupons in the smaller part of the channel, XRD revealed a strong preferential
orientation of the aragonite particles constituting the calcareous deposit. It can then be
forwarded that the properties of the deposit formed on Cé differed from those of coupons
C4 and C9. In the smaller part of the channel, the flow velocity was higher (up to 10 cm s~!
according to the measured flow rate), which is known to have an impact on calcareous
deposition [4,12].

The efficiency of CP, assessed via voltammetry experiments, was observed to be
associated not only to the cathodic level reached by a coupon at a given time, but also to
the previous level of CP, that governs the protective efficiency of the calcareous deposit.
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This last point is also illustrated by the low corrosion rates estimated for coupons C1 and
C4 when CP was stopped (i.e., at E = E¢or). This protective ability was already observed
to be important for aragonite layers [15]. It may also be partially due to the formation
of a passive or pseudo-passive layer at the steel surface, favored by the increase of the
interfacial pH. Such a layer would have more likely formed on the coupons polarized at the
lowest potentials, and thus typically on coupon C1. This could explain the typical features
of the polarization curve of coupon C1 (see Figures 7 and 8), i.e., a slightly different anodic
Tafel slope and (ii) a stronger effect on O, diffusion in the cathodic domain (with respect to
C4 and C9).

5. Conclusions

- This study demonstrated that reliable experimental data were important to under-
stand, model and predict the behavior of steel structures involving complex geome-
tries and seawater pathways with small dimensions. It emphasized the crucial role of
calcareous deposition in the expansion of CP inside the meanders of the system.

- The formation of the deposit on the coupons located at the entry side of the channel
induced a decrease of the current demand for these coupons, thus a decrease of the
ohmic drop for the coupons located farther in the channel. After one month, all the
coupons were correctly protected, with a potential lower or equal than —900 mV vs.
Ag/AgCl-seawater in any case.

- The CP efficiency proved linked to the physical and chemical properties of the deposit.
The residual corrosion rate under cathodic protection varied in the present case from
<1 um yr~! to 16 um yr~!, depending not only on the potential reached by the coupon
at the end of the experiment (between —900 and —1040 mV vs. Ag/AgCl-seawater),
but also on the properties of the calcareous deposit formed on the steel surface.

- For the coupons polarized at the lowest potential for the longest time (e.g., C1), the
beneficial influence of a nanometric passive or pseudo-passive layer at the steel surface,
favored by the increase of the interfacial pH, is forwarded.
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