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Abstract

Metal pretreatment is typically the first step in a reliable corrosion protection sys-

tem. This work explores the incorporation of complexes between the cyclic oligosaccha-

ride β-cyclodextrin (β-CD) and the molecular organic corrosion inhibitor 2-mercapto-

benzothiazole (MBT) into an oxide-based pretreatment layer on metallic zinc. The

layers were produced by a precorrosion step in the presence of β-CD. Resulting films

have a morphology dominated by spherical particles. X-ray photoelectron spectroscopy

(XPS) investigations of the surfaces show the sulfur atoms of MBT to be partially

oxidized but mostly intact. Samples pretreated with such a layer where subsequently

coated with a model polymer coating, and the delamination of this model coating from

an artificial defect was monitored by a scanning Kelvin probe (SKP). SKP results show
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a slow down of delamination after several hours of the ongoing corrosion process for sur-

faces pretreated with the complexes. Finally, a lifting of the electrode potential in the

defect was observed, with a subsequent complete stop in delamination and repassivation

of the defect after ≈10 h. The repassivation is attributed to the release of MBT after

initiation of the corrosion process. Most likely, the increase of pH, combined with the

availability of aqueous solution, facilitates the MBT release after initiation of a corro-

sion process. Consequently, complexes formed from β-CD and corrosion inhibitors can

be effectively incorporated into inorganic pretreatments, and the inhibitor component

can be released upon start of the corrosion process.

Introduction

Corrosion of metallic structural materials can cause both environmental damage as well as

financial losses.1,2 An effective corrosion protection system for actively corroding metals typ-

ically starts with a pretreatment step.3 The main functions of the metal pretreatment are

to increase the resistance against corrosion and improve adhesion between metal and poly-

mer coatings.3,4 In general, a pretreatment process represents a short, accelerated corrosion

process, which modifies the surface of the material such that further corrosion processes

will be slowed down.3 Technically relevant pretreatment concepts include phosphating,3,5,6

oxide-based nanoceramic conversion coatings,7 and chromating.3,8–11 The latter is particu-

larly effective, however, is based on CrIV and currently replaced by new methods because of

CrIV toxicity and cancer-causing properties.7,8,12 The main advantage of chromate-based sys-

tems in corrosion protection is the fact that chromate becomes available by hydrolysis, and

is reduced during a corrosion process to CrIII, leading to precipitation of a passivating oxide,

and hence to a stop of the corrosion process.9,11 While this “active” corrosion protection is

beneficial, the system’s main drawback is the uncontrolled release of the toxic CrIV without

any corrosion attack.10 It would be much more desirable to release the protective agents when

corrosion occurs. Recent efforts to realize such triggered release focus e.g. on sophisticated
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capsule-based concepts.13,14 Possible triggers for such systems are pH change,15,16 electrode

potential change,17 or ionic strength change.18

This work explores the use of complexes between the cyclic oligosaccharide β-cyclodextrin

(β-CD) and the corrosion inhibitor mercaptobenziothiazole (MBT) [Figure 1] in pretreatment

of zinc. These complexes are denoted in this work as β-CD[MBT]. MBT is a well-known

corrosion inhibitor, amongst others for zinc and copper.19 CDs are synthetic substances

produced by enzymatic conversion of starch and are formed by 1-4 linked glucose units.20–22

The native CD consists of 6, 7 or 8 glucose sub units and are designated as α-, β-, and

γ-CD, respectively. Figure 1 shows the chemical and geometric structure of β-CD. Due to

its geometrical arrangement it can be used as a host for organic compounds, e.g., in order to

increase the solubility.20,21 This host-guest chemistry opens up a wide range of applications

for β-CD in different areas.22

Figure 1: Structure of β-Cyclodextrin (β-CD); (a) chemical structure; (b) 3-D cone-like
spatial arrangement. (c) Chemical structure of 2-mercpatobenzothiazole (MBT).

Few previous applications exist exploiting the host guest chemistry of CDs, in particular

β-CD, in corrosion protection of metals. On 2024 aluminum alloy, complexes between β-CD

and corrosion inhibitors have been incorporated into sol-gel derived organosilicate hybrid

coatings, and a defect healing was found by scanning vibrating electrode measurements.23

Performance of this concept increased when combined with an organic coating on the same

aluminum alloy.24 Later, more extensive studies basing on the same aluminum alloy have

been conducted, testing several CDs.25 The modification of chitosan with β-CD resulted in

a reduced corrosion rate of carbon steel in hydrochloric acid compared to uncoated steel,

where the chitosan-CD structure was described as inhibitor.26 β-CD itself acts as corrosion
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inhibitor for zinc in the presence of up to 0.1M chloride.27

Zinc is widely used as metallic coating for steels, and to a lesser extend also on alu-

minum alloys. As opposed to the situation investigated for one class of aluminum alloys in

above mentioned works employing inhibitor release systems where localized corrosion is dom-

inant,23–25 uniform corrosion dominates corrosion of zinc.28 Galvanized structures may be

further protected by organic coatings. For these coatings, corrosion-driven cathodic delami-

nation is one of the fastest failure processes in humid atmosphere.29 Cathodic delamination

is initiated from a defect in the coating. The mechanism of this process has been investigated

extensively elsewhere.30,31 Different approaches have been employed to slow down or stop this

process. One way of slowing down cathodic delamination is strengthening the bond between

the metal and the coating.32 Another approach is adding corrosion inhibiting additives in

the coating which are released in the case of corrosion occurs and stop the corrosion in the

defect.33,34 In a previous work, our group has shown that the incorporation of β-CD[MBT]

complexes into model coatings leads to the stop of cathodic delamination by pH-triggered

release of MBT.35 A similar approach has more recently been shown to work on steels when

the β-CD - inhibitor complex was bound to graphene.36

Incorporation into a polymer coating is not compatible with all types of polymeric sys-

tems. An incorporation of the inhibitor into a pretreatment is therefore an attractive al-

ternative. Incorporation into a pretreatment is furthermore also suitable in the numerous

applications where zinc is applied without organic coatings. In this work, a corrosion-like

pretretment step in an β-CD[MBT] containing chloride solution is used to incorporate β-

CD[MBT] into the oxide corrosion product forming on zinc. The resulting surfaces were

characterised by scanning electron microscopy (SEM) and X-ray photoelectron spectroscopy

(XPS). In a subsequent step, model polymer coatings have been deposited on top of the zinc

layers, and the kinetics of their delamination from a prepared defect has been investigated

by a scanning Kelvin probe (SKP).
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Materials and Methods

Zinc sheets (99.95%) with a thickness of 1.5 mm bought from Goodfellow were cut in pieces of

15 mm × 20 mm and grounded with SiC grinding papers (1000P, 2500P, 4000P) and polished

with a diamond polishing compound (1 µm). The specimens were cleaned with ethanol and

dried under a nitrogen stream. The chemicals used, MBT, β-CD, KCl, poly(vinyl butyral-

co-vinyl alcohol-co-vinyl acetate) (PVB) (Mw= 50000 - 80000 g mol-1) were purchased from

Sigma-Aldrich. Aqueous solutions were prepared with water from an USF ELGA water

purification system (conductivity <0.055 µS cm-1).

β-CD[MBT] was prepared by a route described previously,35 on the basis of the commonly

used suspension preparation.37 The β-CD (2 g; 1.76 mmol) was suspended in 100 mL ultra-

pure water. Under vigorous stirring, the equimolar amount of MBT (295 mg) was added.

The solution was stirred for at least 24 h at room temperature. The solution was subse-

quently centrifuged, and the obtained slightly yellow powder was dried at 50°C in vacuum

for 24 h.

Preparation of the pretreatments was carried out by stirring fresh zinc specimens in 0.1M

KCl solution containing 5mM of β-CD[MBT] complex for 24 h at room temperature. Two

sets of control experiments were carried out. In the first set, zinc sheets were exposed to

0.1M KCl, while in the second set, the samples were exposed to 0.1M KCl containing 5mM

β-CD. All samples were subsequently rinsed with water and dried under a nitrogen stream.

A 10wt% solution of PVB in EtOH was applied afterwards, spin coated at 2500 rpm. The

spin coating step was conducted twice. The so prepared model coatings were then dried for

30 min in an oven at 70°C and transferred directly to the SKP chamber. The samples were

exposed at least for 1 h to the atmosphere in the SKP chamber at constant humidity to

eliminate charging effects.

A commercial SKP system (KM Soft Control) was used to investigate the delamination

process.38 All potentials are referred to Standard Hydrogen Electrode (SHE). The NiCr-tip

was calibrated prior the experiments with Cu/CuSO4(sat.). The initiation of the delamina-
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tion was done by scratching the samples with a scalpel. The defects created in this manner

are about ≈3 mm long and 200 µm wide. The defect was covered afterwards with 7.5 µL 1M

KCl solution. The SKP chamber was purged with humid air. The relative humidity in the

chamber during the experiments was above 90%. Working principle and evaluation of SKP

data is described elsewhere.31 The position of the inflection point of the obtained potential

profiles has been used as position of the delamination front, and its temporal progress has

been analyzed.

For SEM, a Zeiss LEO 1550 VP system, combined with an Oxford Instruments 7426

energy-dispersive X-ray spectrometer (EDX) was used to investigate surface morphology

and surface composition. Images were recorded at an acceleration voltage of 10 keV and at

a working distance of 4-6 mm.

XPS (Quantera II, Physical Electronics, Chanhassen, MN, USA) was conducted to in-

vestigate the chemical composition of the pretreated surfaces. The monochromatic Al Kα

X-ray source (1486.6 eV) was operated at a pass energy of 26 eV, a step size of 0.1 eV was

used, and the measurement area was 100 µm × 100 µm. The take-off angle was 45°. The

quantitative analysis was carried out with CasaXPS 2.3.15.39 In addition to scientific liter-

ature indicated, generally available internet sources have been used in the interpretation of

the obtained spectra.40,41

Results and Discussion

Surfaces of pretreated zinc

The surface morphology of the prepared zinc surfaces is shown in Figure 2. Figure 2a

show a typical zinc surface after 24 h exposure to chloride containing electrolyte. Corrosion

products on this surface are randomly and inhomogeneously distributed on the zinc surface.

When adding 5mM β-CD to the solution, the surface shows a different morphology. As

shown in Figure 2b, products exhibit a fiber-type connection between individual crystallites
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of corrosion products. By adding 5mM β-CD[MBT] to the bath, another type of film is

generated (Figure 2c). This film shows a particulate structure, with particles of a diameter

of ≈1 µm.

The chemical composition of the films has been characterized by XPS. Figure 3 shows an

overview of the obtained XP spectra. The survey spectrum (Figure 3a) shows the presence

of the elements which are expected in the system, Zn, O, N, C, and S. The O 1s peak was

not analyzed in detail, due to the fact that its internal structure is often hard to interpret.

The oxygen content is originating from ZnO as well as β-CD. The C 1s peak in Figure 3b

shows two main components, centered in this fit at 284.2 eV and 285.7 eV. The former peak

indicates carbon involved in non-polar bonds (labeled C–C in Figure 3b), while the latter

indicates carbon involved in polar bonds, such as with O or N atoms (labelled C–[polar]–C

in Figure 3b). The C 1s spectrum confirms the presence of organic molecules at the surface,

and is consistent with the presence of a significant amount of β-CD and MBT. A component

corresponding to carbonate at higher binding energies has also been included in the analysis,

however, no significant contributions of this component have been found. Consequently, the

formation of zinc carbonate is not dominant under the conditions chosen in this work. The

presence of sulfur and nitrogen in the obtained layer point to the presence of MBT in the

layer.

The S 2p region of the XP spectrum (Figure 3d) can be described with three S 2p1/2 /

S 2p3/2 doublets, showing that the system contains at least three chemically distinct sulfur

species. Their S 2p3/2 components are centered at 162.9 eV, 164.7 eV and 168.8 eV. MBT

(Figure 1c) contains two distinct sulfur atoms. Consequently, XPS of MBT shows two sulfur

doublets with an intensity ratio of 1:1 at ≈162 eV and ≈164.5 eV.42–45 The peak at the

lower binding energy is assigned to the exocyclic S-atom, while the one at higher binding

energy originates from the endocyclic S-atom.42–45 The two lowest S 2p peaks observed here

are hence also assigned to originate from MBT. The broad peak at 168.8 eV originates from

oxidized sulfur. The broadness of this peak indicates that different oxidized forms of sulfur
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a)

c)

b)

4 µm

4 µm

20 µm

Figure 2: SEM images of the zinc surface after 24 h exposure to (a) 0.1M KCl, (b) 5mM
β-CD in 0.1M KCl, and (c) 5mM β-CD[MBT] in 0.1M KCl.
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Figure 3: XP spectra of the β-CD[MBT] layer formed on a zinc surface after 24 h exposure
of metallic zinc to 5mM β-CD[MBT] in 0.1M KCl. (a) Survey spectrum with major peaks
labeled. High resolution spectra in the (b) C 1s, (c) S 2p, (d) N 1s and (e) Zn 2p regions.
(f) Zn LMM Auger peak
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may be present. Compared to other studies, the intensity of the peak originating from the

exocyclic S atom is significantly smaller than expected, which leads to the conclusion that

MBT is present in which the exocyclic S-atom is partially oxidized. On the level of energy

resolution used in this study, no further conclusions can be drawn on the exact binding state

of sulfur, e.g. on its incorporation in an inclusion complex with β-CD. The unlabeled peak in

Fig. 3a at 228 eV is most likely the S 1s peak, which won’t be discussed here in detail. The

Zn 2p region (Figure 3e) is not very sensitive to chemical details of the bond zinc is involved

in. The Zn LMM Auger peak position at ≈989 eV shown in Figure 3f shows oxidized zinc

in the surface, consistent with the interpretation that significant fractions of ZnO formed.

Delamination of model coatings deposited on pretreated zinc

SKP potential line scans have been carried out to investigate the delamination of PVB model

coatings from the differently treated surfaces. Figure 4 shows the progress with time of the

potential profiles as a function of distance. All curves follow a typical delamination curve.

The defect potentials are 300-500 mV lower than the potential of the intact polymer layer.

The lower potential corresponds to the potential where zinc is actively corroding, and the

higher potential is corresponding to intact zones of the coating.46 From the progress of the

inflection point of the curve, the delamination rates have been extracted, which are shown in

Figure 5. Figure 4a shows the delamination curve of a PVB coating on zinc exposed to 0.1M

KCl for 24h before deposition. From the slope of the temporal evolution of the position of

the delamination front, a delamination rate of (1627±38) µm/h was obtained (Figure 5). As

expected, no stop of delamination was observed until the complete sample was delaminated.

In comparison, the β-CD treated surface shows a slightly different potential profile (Fig-

ure 4b). The transition from defect potential to the intact potential is not as sharp as it

was for the zinc surface pretreated in the absence of β-CD. The shape of the curve with is

“intermediate potential” (Figure 4b) has been reported previously in the literature.47 This
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Figure 4: Delamination profile of PVB on (a) an untreated zinc surface, (b) a β-CD modified
surface and (c) a β-CD[MBT] modified surface. Figures show the first and the last SKP scan
highlighted in red and blue, respectively, and selected intermediate scans. (d) Colour coded
potential profile as function of time, including the complete SKP data set on an β-CD[MBT]
modified surface. In (a)-(c), time zero has been defined as the last curve on which the
potential of the delaminated potential was not visible, while in (d) the complete duration of
the experiment is shown.
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Figure 5: Position of the delamination front as a function of time for the differently treated
zinc surfaces. (�) Control experiment of PVB on zinc pretreated in 0.1M KCl. (△) PVB
on zinc pretreated in 0.1M KCl + 5mM β-CD. (©) PVB on zinc pretreated in 0.1M KCl +
5mM β-CD[MBT]. Time zero is defined here as the beginning of the experiment, i.e. when
the 1M KCl drop starting the corrosion process was placed on the defect.

curve shape has been associated with a fast diffusion of solvated ions to the metal/coating

interface. An explanation for the observed difference to zinc pretreated in the absence of

β-CD is that the surface in the presence of β-CD has a different morphology, and becomes

more hydrophilic. Therefore, the interfacial region can take up water faster than the system

used for comparison. Figure 5 shows the delamination to start earlier compared to the pure

PVB system, and the delamination rate to be higher. Higher hydrophilicity also explains

the ≈100 mV higher potential compared to PVB on zinc pretreated in the absence of β-CD

prior to the start of delamination. Since the experiments were performed in air atmosphere,

oxygen reduction at the metal coating interface is occurring, which is likely to be the reason

for degradation of the metal-coating bond.31 From the curve shape observed at the β-CD

pretreated surface, the kinetics of the oxygen reduction is deduced to be slower than the ion

diffusion of the cations to the interface, which explains the overall shape of the curve profile

shown in Figure 4b.47 As in the case of zinc pretreated in chloride, the delamination does

not stop, and the PVB coating completely delaminated over time.

Figure 4c shows the delamination curves for a β-CD[MBT] pretreated sample. A more

extensive version of the same data is plotted in Figure 4d. In comparison to the β-CD
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pretreated surface, a difference in the shape of the curves is visible. The smooth sigmoidal

shape of the curve is an indication that oxygen reduction is faster than the ion diffusion to

the interface and is consequently responsible for the degradation of the coating.47 Compared

with the reference surface, the delamination rate is reduced to (772±8) µm/h. Another

important point is that the delamination in this system slowed down after about 8 h and

stopped subsequently after ≈10 h. The stop of delamination is more obvious in the plot

shown in Figure 4d. Slow down and subsequent stop of delamination are a consequence of

the increase of the potential in the defect. This potential increase is attributed to the release

of MBT from the layer. The MBT reacts with zinc in the defect,35 resulting in a passivation

of the surface after ≈10 h.

In addition to the slowest delamination rate and the stop of delamination, the initiation

time is longest for the samples pretreated with β-CD[MBT] (Figure 5). The initiation time

is the time between start of exposure of the system to 1M KCl and observed onset of the

delamination process by SKP. In the case of β-CD pretreated zinc (Figure 5, △), the initiation

of the delamination was observed after ≈1 h, as the most rapid one in this study. Cathodic

delamination of the untreated surface started after ≈1.5 h (Figure 5, �). On the β-CD[MBT]

pretreated surface (Figure 5, ©), cathodic delamination started after ≈4 h. Onset times

have not been studied systematically to the same extend as delamination rates, though one

study touched this point for Sn-containing surfaces.48 In the system studied here, initiation

time correlates with delamination rate, though more systematic analysis of large amounts of

data would be needed in order to substantiate such a statement.

Mechanistic discussion

The most important observation in this work is the stop of the delamination, which must

be caused by the release of MBT during the corrosion process. The solubility of MBT

significantly increases with increasing pH,35 and the pH of the solution coming in touch with

the delaminating region does have an alkaline pH.49 The local increase of the pH as a result
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of the oxygen reduction which is taking place underneath the coating will dissolve MBT

from the pretreatment layer. Consequently, a reaction between MBT and dissolved Zn2+

is possible in the defect, leading to the formation of a passivating MBT complex layer.50

It is impossible from the evidence presented here to judge whether MBT release is mainly

related to the availability of water at the interface, to the changing electrode potential during

delamination, or due to the shift in pH.

The role of the β-CD is two-fold in this process. First of all, the β-CD[MBT] complex

has a 2-3 times as high solubility than MBT,35 thus increasing the availability of MBT

for corrosion inhibition. As the complex formation constant is on the order of 10
2,23 the

β-CD[MBT] complex is quite weak. Consequently, if MBT is consumed during corrosion

inhibition, it is resupplied from the complex. Second, the β-CD[MBT] complex is needed

in the initial pretreatment step in order to ensure that incorporation of the MBT into the

initial pretreatment layer is obtained. The hydrophobic MBT cannot incorporate into the

aqueous corrosion products of zinc, which are forming in chloride during the preparation step

of the pretreatment film. While our group has recently reported that β-CD acts as corrosion

inhibitor by itself,27 its inhibition efficiency is rather low at chloride concentrations of 0.5M

and above.51 Consequently, β-CD itself is likely not directly contributing to the inhibition.

Importantly, β-CD itself would not lead to a stop of delamination and the observed potential

increase (Figure 4c,d).

The β-CD[MBT] complex does in addition contribute to the formation of the observed

compact morphology with spherical particles (Fig. 2c). The model polymer coating PVB

used here was found to delaminate slower from zinc surfaces covered with zinc oxide in a

spherical morphology, compared to other particle shapes.52 The delamination rate difference

was a factor of 10 for systems with comparable chemical composition.52 The differences

in delamination rate observed in this work may therefore be caused by the differences in

morphology between the different surfaces study. However, the morphological differences

would naturally not be able to yield the observed increase in defect potential and stop of
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delamination (Figure 4c,d). Only the presence of MBT in the system is responsible for this

potential increase.

Compared to the previously introduced pretreatment systems based on host-guest com-

plexes between CD and known corrosion inhibitors,23,25 the system introduced here has the

advantage of a simpler synthesis, and the coupling to the intrinsic chemistry of corrosion

products forming on zinc. Inhibitor release in the system occurs only if the protection pro-

vided by the intrinsic oxide film on zinc breaks down. As described here, the pretreatment

with its 24 h pre-corrosion step is not directly suitable for industrial use. However, the phos-

phating process, which is used industrially to a large extend nowadays, took initially hours

to yield passive protecting films.6 Phosphating is accelerated in modern baths by optimized

bath composition, as well as the addition of Ni2+.5 In the modern nanoceramic conversion

coatings, addition of Cu2+ yields suitable morphologies and enhanced deposition rates.53,54

In addition, electrochemical polarisation has been used to accelerate, or even enable, the

formation of conversion coatings.55–58 All these strategies would be applicable to the system

introduced here.

Conclusions

A zinc pretreatment has been realized here in which a zinc samples have been pre-corroded

in 0.1M KCl containing 5mM of β-CD[MBT] for 24 h. Resulting zinc surfaces show a mor-

phology with oxide-based corrosion products arranged in spherical particles on the surface.

XPS shows the presence of nitrogen and sulfur, indicating the presence of MBT on zinc.

The so pretreated samples were coated with the model polymer coating PVB. Delamination

from defects in the model coating initiated later and progressed slower than in comparable

control samples without MBT, and as opposed to these, the defect healed on the time scale

of several hours. Defect healing was detected by a potential increase in the defect, which led

to a concomitant slow down in delamination rate before the stop of the delamination process.
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Stop of delamination has been attributed by the release of MBT via the β-CD[MBT] com-

plex. While the pretreatment step is currently to slow for direct industrial application, this

work shows that complexes between CDs and corrosion inhibitors can be incorporated into

pretreatments, and triggered release of the inhibitors can stop delamination of a polymer

model coating once the coating started to delaminate from a defect. Pretreatments may thus

also participate in active corrosion protection.
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