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PREFACE

The present work is a revised edition of NDRE Report No 69, printed in 1977. The
report has been extensively rearranged and some chapters h-.ve been omitted while
others have been added.

Special attention has been paid to the presentation of present-day knowledge in the
field, not only on oxide covered aluminium but also on other passive metals.

The general theory of passivity advocated by K J Vetter plays a central role in the
treatment of the experimental results. The work’s connection to this theory is more
firmly stressed in this edition than was the case in the previous one.

The hydrogen evolution reaction has been treated according to a model of electron
transfer. A similar model was proposed by Vetter and Schultze for the oxygen evolu-
tion reaction on passive metals. The impurity effects on the electrochemical proper-
ties of the oxide covered aluminium have partly been explained by means of this mo-
del.

The a}xthor wishes to acknowledge the support of the Norwegian Defence Research
Establishment. Thanks are especially due to Dr Per Thoresen for his encouragement
and to Mr G Nilsson for experimental work.
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THE BEHAVIOUR OF Al ELECTRODES IN AQUEOUS SOLUTIONS

SUMMARY g
In this work the behaviour of oxide covered Al electrodes in aqueous solutions is
treated. Emphasis is laid on the behaviour at low electrode potentials, § e below
approximately —1.0 V (SCE). Based on the general theorics of passivation deve-

loped by K J Vetter, a thermodynamic treatment of the electrode is reporic-1.

Results obtained from experiments with pure and alloyed Al are given. Usually.
the potential step technique was used in these experiments, but other techniques.
such as capacity measurements, were also applied. These results are discussed in
the light of the thermodynamic treatment, especially when the ion transfer and
the oxide formation processes are considered.

The cathodic hydrogen evolution reaction has been treated by assuming that the
step involving electron transfer is rate determining. The effects of oxide thickness
and alloying elements on the hydrogen evolution reaction are discussed in accord-
ance with this assumption. In this connection, the effect of separate phases
formed on the electrode surface by the alloying elements is also discussed.

1 INTRODUCTION
i.1 Behaviour of Al electrodes

When aluminium is immersed in aqueous solutions, it will acquire an open circuit
potential which is more noble than the thermodynamic equilibrium potential of the
active AIJAI®* electrode.

If the electrode is polarized, Tafel curves can be obtained in botii the anodic and
cathodic direction (13,19,47,49). The curves are not stable, however, and will change
with time of polarization.

The cathodic reaction is usually either the reduction of oxygen dissolved in water or
the evolution of hydrogen. The anodic reaction is the oxydation of Al. The observed
open circuit potential is therefore a mixed potential, as also pointed out by Kunze
(47) and Kaesche (43). As such, it is highly dependent on the environment and on
the experimental conditions. Usually the open circuit potential will be above
—1.0 V (SCE), but when the Al is very pure, or certain small amounts of alloying
clements. are present, open circuit potentials below —1.5 V (SCE) can be obtained
(17,63).

The large variation in the open circuit potential is probably due partly to changes in
the properties of the oxide film covering the electrode. The film, which is formed in
air as well as in aqueous solutions, plays an important role in determining the electro-
chemical properties of the Al electrode.
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When the film is compact, ions and/or electrons must move through it in order to
enable the electrochemical reactions to proceed at the electrode surface. The ionic
and electronic conductivity and the thickness of the oxide film will therefore be main
parameters in determining the potential of the electrode and the reaction rates.

If chlorides or other aggressive ions are present in the solution, the oxide film cun be
attacked. Heavy pitting corrosion may then be observed. Often a certain potential
limit, the pitting potential must be exceeded for pitting to occur. For Al in chloride
solutions the pitting potential is approximately —0.8 V (SCE). Pitting on Al has been
described by several authors (41,42,43,55,88) and will not be dealt with further in
this work.

1.2 Anodic polarization

When aggressive ions are absent, the time dependent anodic Tafel curves are scen to
be displaced towards smaller current density values, i ¢ the reaction rate at constant
potential seems to become slower when an anodic current is flowing. This has clearly
been demonstrated b+ Kunze (47). The variation is probably duc to changes in the
oxide film, either in thickness or in other properties.

If the electrode is highly polarized, i ¢ from a few volts and up to several hundred
volts, a compact oxide film is formed. This so-called barrier film will grow in thick-
ness until a certain thickness value is reached. This value is linearly dependent upon
the applied voltage. The proportionality factor {anodizing ratio) varies slightly, but
has a value in the vicinity of 13 A/V (30). It can be assumed that most of the voltage
change in these films takes place across the oxide film. The constant anodizing ratio
therefore indicates that the electric ficld is nearly constant across the film and equal
to ~7.5°10% V/m. It is independent of the thickness and virtually independent of
the electrolyte composition. In some electrolytes deviation from the constant value is
found. This will be treated later.

Usually the barrier film is formed by anodizing with a constant current until a certain
voltage is reached. The voliage is then kept at this constant value. A current decav
will then take place. Gunterschultze ¢t al (26) have shown that th= current density (j)
is related to the anodizing voltage (E;) by the equation

j=Aexp(B E./5) (1.1)

The constants A and B have the values 3.62° 107" A/m? and 4.25°10% m/V
respectively (26). § is the oxide thickness.

Young (94) has shown that a plot of logj vs the field strength is not strictly linear.
He has therefore proposed that Equation (1.1) should be replaced by the equation

j=Aexp{(af V)V/KT] (1.2)

where o and B are new constants, and V is the electric field, { e usually Ep/d. As a
first approximation Equation (1.1) is, however, sufficiently accurate.

1.3 The porous oxide layer

When Al is anodized in acids like sulphuric, phosphoric or oxalic acid, the barrier
layer is still formed. It is however thinner than that observed in neutral solutions.
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While the anodizing ratio in neutral solutions is nearly constant, the ratio becomes
dependent on both the electrolyte type and concentration when the solution is acid.
In 40—60% w/w sulphuric acid Hunter et al (39) found the anodizing ratio to be as
small as 8 A/V while O'Sullivan et al (60) in 0.4 M phosphoric acid found it to be
10.4 A/V.

Even though the barrier layer becomes thinner in acid solutions, the total film thick-
ness may sometimes become much thicker than in neutral solutions. Upon the barrier
layer, 2 porous layer is formed. The thickness of this layer is independent of the
voltage applied but depends on the current and the time of anodization. While the |
barrier layer is iimited to a thickness of approximately 5000 A (14), the porous layer :
can become much thicker.

The formation of a porous layer can usually be seen from the voltage vs time curves.
When the barrier layer is formed at a constant current, the voltage will increase
linearly with time until the desired formation voltage is reached or an electric break-
down takes place. If, on the other hand, a porous layer is formed, the voltage vs time
curve will deviate from a straight line. After reaching a maximum, it will decrease
somewhat before the voltage becomes constant. O’Sullivan et a/ (60) have shown that
the porous layer is already in evolution when the voltage maximum is reached.

1.4 Cathodic polarization 3

If the potential of the Al electrode is low, either because the open circuit potential is
low or because of a cathodic polarization, the electrode tends to become more active.
This can be deduced, for instance, from an increase in the hydrogen evolution. Accor-
ding to Kunze (47) a cathodic Tafel curve is obtained by cathodic polarization. The
curve deviates from normal” Tafel curves on vo main points. The Tafel slope is
much steeper and both the slope and the position of the curve is time dependent. In
general, the electrode polarization decreases with increasing time at low potentials.
Some deviations from this picture are, however, observed.

The impurities in the metal play an important role and may determine the reaction
rate of the hydrogen evolution. When small amounts of Fe are introduced into Al,
the cathodic polarization is seen to decrease, especially at very low potentials (47). At
higher potentials the effect is less pronounced.

In the potential range between —1.4 and —1.5 V (SCE) a cathodic limiting current is
observed. Fateev ¢t al (19) have shown that for 99.995% Al in 1 m KOH the limiting
current is due to an increased anodic dissolution which nearly compensates for the
increase in the cathodic current due to the hydrogen evolution reaction. In acetate
buffered NaCl solutions, Nisancioglu et al (57) observed a similar limiting current
when 18 Al (containing 0.26% Fe, 0.09% Si and 0.016% Zn) was used as test
electrode. In that case they found, however, that the limiting current probably was
due to diffusion of protons to the reaction sites and not to an increase in the anodic
current.

Even though the cathodic reaction is dominating at low potentials, the anodic reac-
tion can still be studied separately in this range. By applying a potential step tech-
nique, which will be described in Chapter 4, it has been possible to obtain anodic
Tafel curves even at low potentials. These are similar to those obtained under anodic
polarization (90). The curves are time dependent. They are displaced towards higher
current densities when the prepolarization, (¢ the polarization before the step, is
decreased in cathodic direction.




The anodic reaction can also be detected by analytical methods. Kunze (47) applied
such a method in citrate buffered NaCl solutions, and showed that the rate of the Al
dissolution reaction reached a minimum at approximately —1.3 V (SCE), whereafter it
increased sharply on a further decrease in the potential. Fateev etal (19), using a
similar method in 1 m KOH solutions, obtained similar results. Going further down in
potential than Kunze, they showed that the Al dissolution did not continue to in-
crease with decreasing potential. At approximately —1.8 V (SCE) the dissolution rate
reached a maximum. Thereafter, a decrease was observed in a Tafellike manner. The
slope of the new Tafel line seems, however, to be quite steep (~ 0.17 V/log unit).

The resemblance between the results of Kunze and Fateev indicates that the main
mechanism of the anodic Al dissolution and the cathodic hydrogen evolution has not
changed significantly by going from the weak acid solution (pH = 5) to alkaline solu-
tions. The increased activity observed in both solutions on a decrease in potential is
therefore probably connected with changes in the properties of the oxide film covering
the metal surface.

1.5 The cathodic break-down potential

Videm (88) has studied the correlation between the oxide film thickness and the
formation voltage. The thickness was determined by capacity measurements. The
electrode was treated as a parallel plate condensor according to the formula
C=¢€.,/6, where C is the capacity, €, the permittivity in vacuum, €_ the dielectric
constant of the oxide, and § the oxide film thickness.

In tartrate solutions he found excellent agreement between the inverse capacitance
and the oxide thickness given by the eclectrode potential, assuming an anodizing ratio
of 14 A/V. By extrapolating the inverse capacitance to film-free conditions, he found
that at an electrode potential of —1.3 V (SHE), i ¢ —1.55 V (SCE), there shouid be no
film. Comparing this with the results of Kunze and Fateev, it can be seen that
—1.55 V (SCE) is in the vicinity of the potential where the anodic current starts to
increase. According to Videm, the dissolution of the film is due to the formation of a
more stable oxyhydrate (Hydrargirite) which does not influence the capacitance. The
formation of this oxide results in a decreased concentration of AI’* ions in the
solution. A dissolution of the oxide film will therefore take place due to the higher
solubility of the latter.

Formation of a hydrated oxide layer is also suggested by Kunze. Contrary to Videm,
however, he does not assume that the oxide film dissolves. He merely assumes that a
. gradual conversion to a hydrated layer takes place due to proton diffusion into the
oxide from the electrolyte. Since the anhydrous oxide film is expected to have
electronic conductivity and the hydrous film not, the hydrogen evolution will take
place at the anhydrous/hydrous oxide film interface.

Since this interface moves towards the metal phase on a lowering of the electrode
potential, both the anodic and the cathodic reactions will be increased. A similar
mechanism has also been discussed by Nisancioglu et al (57) and DiBari et al (13).

The potential at which the film seems to dissolve has been discussed by Nisancioglu
etal (57). By comparing the results obtained from 1 S Al (i e relatively impure Al)
with values in the literature from super-pure Al, they conclude that the film break-down
must be due to alkalinization. They indicate that the break-down potential increases
linearly with increasing pH. For super-pure Al the slope is 120 mV/pH, while the
slope for 18 Al is 60 mV/pH.
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As also pointed out by Nisancioglu, some deviations from the pH dependency dcs-
cribed above seem to exist. One of the values from Videm (88) does not fit into their
plot. A comparison between the data of Fateev obtained using | m KOH solutions (19)
with those of Kunze at pH=5, shows that the latter seem to be displaced approxi-
t mately 125 mV in the anodic direction and not in the cathodic direction as expected
from the cited pH dependency.

From the discussion above it can be seen that the potential at which no film is :
present, e the cathodic break-down potential, is a disputable but important figure. i
Several authors have therefore treated the subject (7,38,69,76,93).

In an attempt to determine the potential, Smith (69) made a plot of the inverse
capacitance vs the formation voltage, similar to that of Videm. Although mentioned, ;
the double layer capacitance was not taken into account. He therefore extrapolated
the results to zero inverse capacitance and obtained a potential of
—2.3%0.1 V(SCE), re —2.05% 0.1 V(SHE). Videm, who did take the double layer
capacitance into consideration by assuming that a film-free surface had a similar
double layer capacitance to a Pt electrode of equal shape and size, found the v 'n-
tial to be —1.3 V (SHE), as mentioned above. Although the difference in extr .la-
tion may account for some of the deviation in the results, it cannot expla L
Another difference in procedure exists, however, in the two sited works. Wk, N
formation voltage still was applied during the measurements of Smith, Viderr a-
sured the capacitance without an external DC voltage. Vermilyea (76) used th.
technique as Smith and Videm on Ta. He found that the capacitance increased
decrease in the voltage during the measurements. He assumed that the decrease was
due partly to changes in the double layer capacitance and partly to a change in the
dielectric constant of the oxide film. Even though the capacitance is dependent on
the voltage, he found the slope of the inverse capacitance vs the formation voltage to
remain unchanged. The line was, however, displaced towards higher potential values.
Even though these results were obtained for Ta, they are probably valid for Al as
well. In that case the remaining difference between the results of Videm and Smith
may be explained by a difference in experimental procedure.

As can be seen, many unknown factors seem to be involved in the procedure of
extrapolation. The method, therefore, does not provide a reliable means of determi-
ning the potential, as also pointed out by Anderson et al (7). A value calculated from
thermodynamic data seems now to be more generally accepted (7,38). Such calcula-
tions show that the break-down potential is pH dependent, and is cathodically dis-
placed on an increase in pH. For Al in solutions of pH=5.2 it has a value of
—2.05 V (SCE). This is in the vicinity, but somewhat higher than the experimentally
obtained value of Smith. Similar correlations between calculated and extrapolated
values are obtained for several other metals, for instance Ta (93), indicating the
general validity of the calculations. A further thermodynamic treatment of the oxide
electrode, including the break-down potential, will be given in Chapter 2.

1.6 Film thinning and hydration

If the break-down potential is much lower than the previously expected —1.3V
(SHE), .the increase in the cathodic current density must have another explanation.

Vermilyea (76), in his treatment of the oxide film on Ta, has suggested that at low
potentials the oxide film becomes gradually thinner. Below a certain potential the
film is so thin that electron tunnelling through the oxide from the metal to the
solution becomes probable. This will result in an increased transport of electrons
through the oxide, whereby the hydrogen evolution will take place at an increased
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rate. But, as pointed out by Vermilyed, the ficld across the oxide will still be anodic
in spite of the fact that the total current density may be cathodic.

If the increased hydrogen evolution really is due to film thinning, such thinning must
oceur when the potential is lowered.

On thick anodic films a thinning, ¢ a dissolution of the film. can take place if the
potential is lowered. This has clearly been demonstrated by O'Sullivan ¢t al (60).
After forming a film by anodizing to 115V, the voltage was reduced to 83 V. The
relaxation process was then followed by recording the change in current density and
by taking samples for electron microscopic studies at certain intervals. After some
time with low current, they observed that the current started to increase until a new
aud stable value was obtained. The clectron microscopic studics showed that a thin-
ning of the barrier layer had taken place immediately after the voltage change. When
the current density had reached the stable value, the film thickness had reached a
new, stable but thinner value. They claimed that the thinning was due to a “field
assisted dissolution”. This was demonstrated by comparing the dissolution rate of two
oxides. On the first, no ficld was applied. On the other a decreased, but stili high
field was present. The film thinning was then observed to be much greater on the
oxide with the field than on the oxide without. They therefore concluded that,
although some chemical dissolution™ occurred, most of the thinning was duce to the

]

"field assisted thinning”.

Anderson et al (7) have done similar experiments on films formed at 30 V. When the
voltage was lowered. they observed a sharp decrcase in the current. After a while, the
current increased until a new and stable value was reached. The new value was nearly
independent of the voltage decrease, even for voltages down to --1.1 V (SCE). They
concluded that the increase in current was due to film thinning. When the stable
current was reached, the original electric field across the film was reestablished and
the film thinning ceased.

Hoar etal (38) studied the change in the oxide film during constant voltage of
formation. They found that a porous film started to grow, followed by a slight
thinning of the barrier laver. The effect was more pronounced at lower pil values.
They explained the results by assuming that a “thermal” passage »f protons had
taken place. The protons moved against the electric field, from the solution into the
oxide. The result was a partial hydration of the oxide.

The opposite effect was observed by Schwabe et al (68) during an increase in the
voltage. Using water containing tritium, they found that the increase in voltage had
resulted in a dehydration of the oxide. By using sulphuric acid with §** they found
that SO, ions were also forced out of the oxide on an increase in voltage. The
results were explained as due to electroosmosis.

Rabbo et al (62) have studied the film hydration by using seconddary ion mass spec-
trometry. The films were formed in ammonium tartrate solutions of pll = 2.2 to 10.6
with a voltage of formation equal to 60 V. Using the film formed at pH=6.7 as a
standard, they found that a reduced pH resulted in a thinner film. If the pH was
increased into the alkaline range, an increase in thickness was observed. Up to a
thickness corresponding to that formed at pH = 6.7, the film formed in alkali behaved
like those of lower pH. Upon this film a new type of film was formed. The intensity
of both AlO" and O detected by the mass spectrometer was lower for the new film.
indicating that the outer film had a lower density than the inner. They concluded
that the outer film probably was porous.

o T e s
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The intensity of H' and OH® was relatively uniformly distributed at all pH values
examined, indicating that both the inner and outer films were to some extent hydra-
ted. The degree of hydration was seen to increase with an increase in pH. The result
might seem to oppose the earlier assumptions of a barrier layer consisting of an
anhydrous oxide. As pointed out by Rabbo, however, the absolute degree of hydra-
tion is difficult to estimate from the experiments and may be small.

When the duplex film is formed, it is apparent that the outer film has a higher
degree of hvdration than the inner. Even if only the barrier film is formed, the
outermost part of it seems to be more hydrated than the rest.

1.7 The duplex film

In all the cases where a duplex film was formed, a clearly definable boundary was
found between the two film types. The inner part was always nearly identical to the
barrier film formed in acid and neutral solutions. As pointed out by Rabbo, “this
would suggest strongly that the inner region carries all the field, and the outer region
results from attack of a growing inner region™. In the most alkaline solution
{pH = 10.6) Rabbo et al found some deviation from those films formed at lower pH.
Although the boundary between the two layers still was sharp, indications were found
of a relatively high degree of hydration also of the barrier laver. The barrier layer
seems therefore to be attacked by the alkaline solution.

Since the inner region, /e the barrier laver, carries all the field, the outer region, i e
the porous laver, will have little direct influence on the current density, as also
pointed out by Anderson et al (7). The electrochemical reactions will therefore main-
ly take place at the boundary between the barrier and the porous layer. This is also
in agreement with the findings of Hoar et al (38) who state that the Al dissolution
takes place at the pore base. From here the AI’" ions diffuse or migrate through the
pores and into the solution. The H® ions will move i the opposite direction and be
discharged at the barrier layer. A partial hydration of the oxide will therefore have
nearly the same effect on the electrochemical reactions as a thinning of the barrier
layer.

Even though the porous laver does not have a direct influence on the current density,
it may control the transport of ions to and from the barrier layver. This has been
described by Nisancioglu et al (57). The effect is expected to be very pronounced for
cathodic polarization in unbuffered solutions. Here the pH will be much higher in the
pores than outside due to the consumption of H" ions by the hydrogen evolution
reaction. This gives rise to a highly localized attack which is not observed in the
buffered solutions (37).

1.8 Other metal oxide films

The formation of a duplex film with an inner barrier layer and an outer hydrated
porous layer is not specific for Al. Also an increased hydration of the oxide film by
cathodic polarization is found on other metals. Schwabe (68) has shown that dehy-
dration of the oxide takes place when Zn is anodically polarized. The effect is even
stronger than that observed for Al since the oxide is thicker.

Laser et al (48) have shown that when an anodic oxide film on Ti is cathodically
polarized, thinning of the film takes place. But in addition they showed that the optical
constants of the film changed. They suggested that the change was due to an injec-
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tion of H' ions from the solution and electrons from the metal. "Thus H atoms are
introduced into the oxide and are probably bound to O™ ions to form OH groups.”

A duplex layer with an inner barrier layer and a hydrated porous layer was also
found by De Smet (10) on molybdenum. The hydrated layer was formed at the
expense of the barrier layer during cathodic polarization. Since the hydrated oxide on
Mo is less soluble than the anhydrous barrier layer, it could be shown by simple
solubility experiments on partially hydrated films that he hydrated layer was formed
from the electrolyte side.

Even on iron a duplex layer is probably formed. Sato etal (64) have shown that
when Fe is anodized in phosphate or borate solutions, an oxide film consisting of an
anhydrous ferric oxide inner layer is formed. While Sato found only Fe3* in the
oxide film other authors claim that a partially reduced layer also exists (37,54). In
neutral and alkaline solutions Sato found that an outer hydrous ferric oxide is
formed. In acid solutions only the barrier layer is formed, precisely as for Al. The
main part of the electric field on iron is also assumed to appear across the barrier
layer. No appreciable potential drop is expected in the deposit layer, { ¢ the porous
film. As for other anodic duplex films, the hydrated layer seems to be affected
significantly by changes in the solution, such as changes in pH and anions. The barrier
layer, on the other hand, depends on the potential but hardly on the environment. In
acid solutions, however, a thinning is observed similar to that observed for Al

1.9 The Al electrode in aqueous solution

From the foregoing it can be seen that the electrochemical behaviour of Al in
aqueous solutions is closely related to the properties of the oxide film. The active Al
electrode is nearly impossible to study in aqueous solutions due to the unnoble
character of Al and the ease with which it forms an oxide film. Even in strongly
alkaline solutions where the oxide film is unstable, the dissolution of Al still takes
place via an anodic film, as also pointed out by Heusler et al (34).

The study of Al in aqueous solutions will therefore inevitably be a study of a passive
metal.

Although the oxide film on Al at first glance seems to be unique, many parallels to
other passive metals seem to exist. The similarities are most strikingly seen for metals
like Ti, Nb and Ta, but as pointed out above, a comparison to iron and molybdenum
may also prove valuable. This should be borne in mind when studying the electro-
chemistry of Al in aqueous solutions.




2 THERMODYNAMIC CONSIDERATIONS
2.1 General

Vetter (83,84,85) has in a series of articles treated oxide-covered metal electrodes
from a thermodynamic point of view. The results of these considerations have been
used to interpret results from experiments on passive metals like iron (86,92), nickel
(92) and titanium (2). The treatment is of a general nature, however, and not limited
to the use on these metals. It is therefore worthwhile to look further into the subject,
with the passivity of Al in mind.

The general scheme used by Vetter is shown in Figure 2.1.1t is a cell composed of an
oxide-covered metal electrode combined with a reversible hydrogen electrode in con-
tact with a common electrolyte.

H+
0¥ Q——M—Q H,0

1 (Me) . 2(0x) 3 (E.LYTE) 4 (Pt) 1’ (Me)

Figure 2.1 Schematic diagram of an oxide covered metal electrode connected to a
hydrogen electrode (85)

At each interface, charge transfer reactions may take place. If one of these reactions
is reversible at an interface, the potential difference (pd) at this interface must be
equal to the reversible potential of the reaction. As such, it is determined by the
thermodynamic conditions at the interface. The other reactions taking place at the
same interface will have no direct influence on the pd. They will act only through
their eventual influence on the thermodynamic conditions.

In Figure 2.1 neither the hydrogen evolution at the oxide electrode nor the oxygen
reduction is taken into account. When they occur at the oxide-electrolyte interface, a
transport of electrons through the oxide takes place. H' ions may. however, diffuse
through the oxide. In that case the H' ions may exchange electrons directly with the
metal.

Even though both hydrogen evolution and oxygen reduction may proceed in parallel
with the reactions in the figure, a very complicated picture will arise if all the
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reactions are taken into account at once. For reasons of clarity the hydrogen evolu-
tion and the oxygen reduction are omitted here. Later on, the hydrogen evolution
reaction will be taken into consideration,

2.2 The metal—oxide interface

As shown in Figure 2.1, two exchange reactions take place at the metal-oxide inter-
face. For Al these reactions are

Al¥(me) = Al>{ox) (2.1)
e’{me) = e’(ox) (2.2)

One of them, or both, may be at equilibrium. If both, only a certain composition
of the oxide can exist in contact with the metal. This oxide must fulfil the thermo-
dynamic conditions given by the two equilibrium reactions, but nced not be a stoichio-
metric oxude. The pd at the interface will then have a fixed value. Vetter called this
oxide “the equilibrium oxide”. He points out that for oxide covered iron the equili-
brium oxide has a composition in the vicinity of Fe3 O, (84).

Wagner (92) has given the oxide on iron a further treatment. He points out that
Fe;O, is a mixed oxide containing both Fe3* and Fe?" ions. It has an inverse spinel
structure and 1/3 of the Fe ions are in the divalent state, the remaining 2/3 are in the
trivalent state. Half of the Fe’® ions and all the Fe?* ions occupy the octahedral
sites. The remaining Fe?* ions occupy the tetrahedral sites.

When the oxide is oxidized, some of the Fe?* ions are converted to Fe3" ions. For
electroneutrality reasons, some Fe ions are at the same time forced out of the lattice.
In the end, the oxide will contain mostly Fe’® ions and have a composition
Fe ; 6704 with 1/9th of the normal cation sites vacant. This oxide is identical to
7' Fe,0; and has still the inverse spinel structure.

Verwey (79,80) has shown that the oxide formed on anodized Al is YAl;O3. The
oxide has an inverse spinel structure, too. 70% of the AI’® jons are on octahedral
sites and the remaining 30% are on tetrahedral sites. The AI’" ions are statistically
distributed on these sites. The situation is therefore very similar to that observed for
iron. But contrary to iron, ions of lower valency than three are very rare. An oxide
corresponding to Fe; O, is therefore hardly to be expected. Hartmann (29) has
shown, however, that when ®Al,O; is heated in vacuum (450°C and 10 mm Hpg),
the electronic conductivity is increased from below 10° 'm™ to 10° Q'm™.
When oxygen was added, the conductivity decreased while an increase in conductivity
was observed when hydrogen was added. The effcct was explained by assuming that a
partial reduction takes place when the oxide is heated in vacuum or in hydrogen. The
reduction results in an oxide with metal excess similar to that observed on iron. After
the reduction was completed, the temperature was lowered and the change in conduc-
tivity was measured. A decrease in ccnductivity with a decrcase in temperature was
found. The decrease corresponded to that expected when no change in the oxide had
taken place during the cooling. It was therefore obvious that the reduced state was
still present at room temperature. This demonstrates that partially reduced oxides
may e..st also at room temperature. "The equilibrium oxide” on Al is probably such
a partially reduced oxide, although not in the same degree of reduction as on iron. It
is also likely that the reduced oxide has a relatively good electronic conductivity.

When an anodic steady-state current is flowing, AI** ions will migrate through the
oxide from the metal to the solution. The equilibrium between AI** jons in the metal
and in the oxide may then disappear. The clectronic equilibrium may, however, still
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be maintained. If a considerable amount of H, is evolved, as may be the case when a
high cathodic current is flowing, the condition of electronic equilibrium may not be
fulfilled. The electrons are then consumed according to the reaction

H'(el) + e’(ox) = H,(g) (2.3)

which may be so fast that electronic equilibrium cannot be established. The assump-
tion of electronic equilibrium may, however, be valid if the clectronic conductivity is
good. In that case the electrochemical potential of the electrons in the metal equals
that in the oxide, and we have

H(me) — Fo(me) = u,(ox) + Fp(ox) (2.4)
where #o(me)  — chemical potential of the electrons in the metals

ue(ox)  — chemical potential of the electrons in the oxide

¢(me) - potential of the metal

@ (0x) — potential of the oxide

F — Faraday constant

Since po(me) and p(me) are considered constant, we then have
due(ox) = Fdy(ox) (2.4")

which shows that the chemical potential of the electrons changes linearly with an
increase in the pd at the metal—oxide interface.

As pointed out by Wagner (92) for iron, the cation in the oxide may formally be
treated as a dissociation product of metal dissociation. For Al this formal dissociation
may be written

Al(ox) = AP*(ox) + 3e’(ox) (2.5)

resulting in the thermodynamic equation

duai{ox) = duyys+(ox) + 3dﬂe.(0x) (2.6)
where ta1(ox) — chemical potential of Al in the oxide
MA;’ "(0x)— chemical potential of Al’* ions in the oxide
Combined with Equation (2.4} it gives
dut gp3+(0%)
duar(ox) = —ARON) 4 fox) + 3Fdg(ox) 2.7
al{ox) W ag(ox) Al{ox) vl (2.7

If par(ox)g, MAl®*(0x)y and p(ox), are the thermodynamic parameters of the equili-
brium oxide, an integration of Equation (2.7) gives

M, (ox)

_ Al d.u,“a‘(ox)
Kai{ox) ~ maj(ox)g = - - dupr(ox) + 3F(p(ox) - ¢ (ox)o) (2.8)
dum(()x)
My y(0x)q

-
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The equation is similar to that given by Wagner for iron, and shows the deviati’on of
par(ox) from its equilibrium value as a function of the potential and the AI** vari-
ation in the oxide at the metal—oxide interface.

Since the oxide has a composition in the vicinity of YAl O3, large amounts of cation
vacancies exist. The chemical potential of the electrons will therefore, according to
Wagner, vary steeply with a change in 1, (ox) while ta13+(ox) will be virtually inde-
pendent of such a change. In that case the integral in Equation (2.8) will tend
towards a limiting value, i e

Baflow),
2:“’“:0%"1 du gy (0x) = 1 (2.9)
Harloxlp ™ Ba(ox) =~

Since even the equilibrium oxide probably has a composition which does not deviate
significantly from YAl,O;, the integral is virtually constantly equal to L. In that case
Fquation (2.8) becomes equal to

Halox) — ar(ox)o = I + 3F(p(ox) — @ (ox)o) (2.10)

which shows that not only the chemical potential of the electrons but also the
chemical potential of Al will change linearly with a change in the potential of the
metal—oxide interface.

When the potential of the oxide is lowered relative to the metal, i e the electrode is
anodically polarized, the concentration of the electrons and Al in the oxide is expec-
ted to decrease exponentially since an approximately logarithmic connection exists
between the chemical potential and the concentration. The oxide becomes more
insulating. On the other hand, the oxide should be more conducting when the poten-
tial is increased, i e the electrode is cathodically polarized.

Heusler (33) has treated the reactions at the metal—oxide interface. By extrapolating
the rate of oxygen dissolution in metals from elevated temperatures to room tempera-
ture, he reached the value 107'S A cm™ for this reaction rate. Assuming this to be
the upper limit of the metal exchange reaction at the interface, he concludes that
substantial overvoltage for the metal transfer across the oxide metal interface must
exist during anodic oxidation of metals. In that case the oxide in contact with the
metal may be far from the equilibrium oxide. As shown above it may, however, still
have a composition in the vicinity of YAl,O,.

2.3 The oxide—electrolyte interface

According to Figure 2.1 the two reactions that take place at the oxide—electrolyte
interface comprise the oxygen exchange reaction

H,O(el) = O%¥(ox) + 2H(el) (2.11)
and the Al dissolution reaction

Al¥(ox) = Al*(el) (2.12)
While Reaction (2.11) can proceed in both directions and may also be an equilibrium

reaction, Reaction (2.12) can usually only proceed in one direction, { e in the direc-
tion from the oxide to the solution (83).
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Since only a negligible amount of oxygen usually dissolves in the metal, the oxide has
to increase in thickness if Reaction (2.11) shall proceed from left to right. Reaction
(2.11) is therefore inevitably connected to the formation of the oxide. When the
oxide growth ceases, Reaction (2.11) will reach equilibrium, and when the oxide
3 thickness decreases, it will proceed from right to left.

In steady state, there is no change in thickness. Reaction (2.11) will then be an
equilibrium reaction and the thermodynamic conditions must be obeyed. The pd
between the oxide and the electrolyte is then given by the equation

(ox) — 0(el) = 4 lgr(ox) + uyplel) — uyy o (eD)] (2.13)

Hg2-(0X) — chemical potential of the oxygen ions in the oxide
Hy+(el)  — chemical potential of the hydrogen ions in the electrolyte

MHZO(el) — chemical potential of water in the electrolyte, virtually equal
to AG°f(H20)

The equation shows that the pd depends only on the oxide composition (up2-(ox))
and on the pH of the electrolyte (iy+(el)). Since the oxide is virtually YAl, O3,
uoz-(ox) is not expected to deviate significantly from that in pure YAl O,.
po2-(ox) is therefore assumed to be constant. In that case the pd between the oxide
and the electrolyte depends in steady state only on the pH.

The reaction rate of Al dissolution at the oxide—electrolyte interface ¢ ¢ Reaction
(2.12) is a function of the surface concentration of AI>* ions at the oxide surface and
the pd across the interface. This pd is the same as that for the oxygen ion exchange
reaction. In steady state it will therefore depend only on the pH of the solution.
Since the oxide composition is not expected to change significantly, the surface A"
ion concentration is also expected to be nearly constant. In that case the Al dissolu-
tion reaction should be independent of the total electrode potential and only depen-
dent on the pH of the solution.

If pH is introduced into Equation (2.13), the following equation is derived

w(ox)-¢(d)=;—F[uoz-(ox)+2pg,»(el)—pﬂz0(e1)]-2.303RTT pH (2.14)
where u%gye+(el)  chemical potential of the hydrogen ions in standard state 7 e
zero

The equation shows that the pd at the interface will decrease 60 mV per unit increase
in pH.

When Allard et al studied the reactions on oxide covered Ti electrodes, the Ti
dissolution reaction was also treated (2). An equation similar to their dissolution
equation for Ti can also be used for the Al dissolution reaction on the oxide covered
Al-electrode, i e

jc=ke 2353 " 3a exp [¥(F E3/RT)] (2.15)
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where Je - Al dissolution rate
ke ~ rate constant
2,30 activity of AP in the oxide surface
3y - activity of H' ions in the electrolyte
E.s pd between the oxide and the electrolyte
z - reaction order of H*
Y - effective transfer coefficient of the Al dissolution

Combining this equation with Equation (2.14) gives the pH dependency of the Al
dissolution reaction

logj =loo(ke 2a,4y3%) + 5-3@7_2_}—{_]"_ u+ (z—y)pH (2.16)

1 is the sum of chemical potentials in the bracket in Equation (2.14).

The equation shows that the logarithm of the Al dissolution rate is linearly dependent
on pH with a slope equal to z—v.

Kaesche (43) has in fact observed a stationary potential independent anodic dissolu-
tion current which he called an anodic limiting current. In the pH range 7 to 11.5 he
found a linear correlation between the logarithm of the current and the pH, just as
expected from the above discussion. The slope of the line corresponding to z—y was
somewhat below 1 (~ 0.95). It was not dependent on whether chloride or sulphate
ions were used in the electrolyte. The chloride line had, however, a small displace-
ment towards higher current densitics when compared with the SOy line. The limiting
current increased, however, when the electrolyte was buffered and decreased with
increasing stirring. The slope of the lines can therefore not directly be used to deter-
mine z—7 since diffusion in the clectrolyte obviously plays a certain role.

Potential independent steady-state anodic current has also been observed on iron (82},
chromium (8) and cobalt (65). The potential independent current is also on these
metals pH dependent. The slope is negative, however, giving a negative value of z—7.
For Fe, at least, this is also to be expected since 2=0 (4). The same may perhaps be
the case for Cr and Co.

The “potential independent” dissolution rate of Al and its pHdependency will be
treated in Chapter 3.

2.4 The oxide film

The oxide film has two boundary phases, /¢ the metal oxide interface and the
oxide—clectrolyte interface. The reactions taking place at these interfaces will deter-
mine the pouential of the oxide. The oxide may not. however, have the same poten-
tial at the two interfaces. If the potentials are different, an clectric field will be
established across the oxide film.

Instead of one potential for the oxide, i ¢ p(ox), it might be valuable to operate with
two, one for the potential at the metal oxide interface, v'(ox), and one for the
potential at the oxide -clectrolyte interface, gre{ox). The pd across the oxide will then
be ¢ (ox)—¢{ox}. Wagner (92) has cxpressed this difference by Equation (2.8), but
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this time integrating between the c: 1iditions at the two interfaces, i e

“uAl(ox)

’ dﬂAl3‘(0x)
v (0x) ¢ (0x)=}p (uy (0x)—mp (0x)) =} J —Ft— duy,(0x) (2.17)
¥ (Hal a10x))—3 Rl rywpen at
M py(0x)
where uar{ox) — chemical potential of Al in the oxide towards the metai
#ai(ox) - chemical potential of Al in the oxide towards the electrolyte

According to Equation (2.9), the integral will approach a constant limitI when
tp(0x) > ~e0, i ¢ under anodic conditions. Equation (2.17) can then be written

9 (0x)—p’(0x)Lg () (0x) = j1{0x))~: 1
(ox)—p'(0x)=5p (Mo A1{0x))—3y (2.18)
when Mpy(0x) = —o0

showing that the pd across the oxide is linearly dependent on the difference in
chemical potential of Al, /e py)(0x), at the two interfaces.

The electrode potential, i e the total pd between the metal and the electrolyte relative
to a reference electrode, can be divided into the following pd’s

E=p(me)—p(el)+ Ap =(p(me)—p'(0x))+ (¢'(0x) =" (0x))+ (¥" (ox)—p(el) )+ Ap,  (2.19)

Ay, is the pd of the reference electrode.
The pd across the oxide is given by the equation

' (0x) ' (0x)=(p(me)—¢'(0x))+ (¢ (0x) —p(el))+ Ap,~E (2.20)

When electronic equilibrium is assumed across the metal—oxide interface, the pd
across this interface is given by Equation (2.4), i e

p(me)—¢'(0x)=1 [g-(me) —tg-(ox)] (2.4)
where Helme)  — chemical potential of ine electrons in the metal
y'c-(ox) — chemical potential of the electrons in the oxide towards the
metal

The pd of the oxide—electrolyte interface under steady state conditions is given by
Equation (2.14), 1 ¢

v (0x)—p(el)=} g [ 2-(ox)+ 2#&4(el)-uH20 (el) ]—2.1";035[;£ pH (2.14)

where Ho-(ox) — chemical potential of the oxygen ions in the oxide
towards the electrolyte
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When Equations (2.4) and (2.14) are introduced into Equation (2.20), the equation
becomes

¢'"(0%) ' (0x)=} [1g-(me) —t-(ox) 1+ bp [ga-(ox)+ 2ufp(el) iy o (D))

RT
—~2.3033LpH+ Ap,—E (2.21)

Using the formal equilibrium

Al¥*(0x)+ 2" {ox)=Al(0ox) (2.5)
the chemical potential of the electrons in the oxide is given by the equation
He-(0x)= o (0x)— $Hp+(0X) (2.22)
When the oxide has a stochiometry in the vicinity of Y'Al;0;, we also have the
formal equilibrium )

Al, 05 (0x)=2A1%*(0x)+ 30%(0x) (2.23)
which states that

A szo3 =2u 5 2*(0x)+ 3 2-(0x) (2.24)

When the Equations (2.22) and (2.24) are introduced into Equation (2.21), the
following equation is derived

¢ (ox)—'(0x)= § [ue-(me)—pip(el) = uy ole)+ § AGY, 0,1

— Ly (0x)-2.303 BT pH+ Ap —E (2.25)

Where
#'A]r(ox) = ,,3+(ox)

H'g2-(0x) = py2-(ox)

The expression in the first bracket on the right hand side of Equation (2.25) will have
a constant value K(ox), which can be calculated from thermodynamic data. According
to JANAF (40)

AG°7_M201= —373.790 kcal/mol

AGngO £ “.‘20 = —56-690 kca.l/mol

The constant K(ox) divided by Faraday’s constant will then have the value

ie K(ox) = —1.472 V(SHE)
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Since this value is referred to standard hydrogen electrode (SHE), Ay, is included in
the constant and Equation (2.25) becomes

¢’(ox) — ¥/(ox)= ~1.472 V(SHE) — Lu's/(ox) ~2.303 5 pH-E (2.25")

which shows the connection between the pd across the oxide and the electrode
potential when the electrode is at steady state. As can be seen, both the pH of the
solution and the chemical potential of Al in the oxide are involved.

Experimental data on Al (69,88) and on other passive metals (64,76,93) all indicate
that in the anodization region a linear correlation exists between the electrode poten-
tial and the oxide film thickness at steady state. The electrode potential can therefore
in that region be written as

E = E(0) + §/U (2.26)
where E(0) — electrode potential extrapolated to zero film thickness

U — anodization ratio

5 ~ oxide film thickness

If this is introduced into Equation (2.25’) and combined with Equation (2.18), which
is alsc valid in the anodization region, the following equation is obtained

E = E(0) + /U = —1.472 V(SHE) — 2.303 Rl pH — L (Wgylox) =4 5 (0%)

—F M arlox) + 35l (2.27)

Since ua;(0x) = u'a)(0x) when 8 > 0, an extrapolation of E vs 8 to zero thickness, i e
6 =0, should give

E(0) = —1.472 V(SHE) ~2.308 S5pH — L4 (0x) + % 1 (2.28)

+ 1
3F

The experimentally observed values of E(0) for Al are not far from the value
(—1.472 V (NHS) —2.303 RT/F pH) (69). Also for other metals the extrapolatcd E(0)
corresponds well with the thermodynamlc value obtained when ignoring the terms
#'ai(ox) and I (64,76,93). This gives a strong indication that the absolute values of
both pAl(ox) and I are small. This again indicates that p3;(ox) will not deviate much
from that expected if mctalhc equilibrium had been established between the metal
and the oxide. In that case gpj(ox) = uai(me) = 0 by definition. Such an cqulhbnum
has also been assumed by for instance Wagner (92) in treating the passivity of iron.
Unfonunately, the extrapolated data obtained from expenmcnts are not good enough
to give an acceptable indication of the real values of uy;(ox) and I.

If the assumptions made above are correct, Equation (2.27) should be valid, not only
in the anodization region, but even at low electrode potentials. The connection be-
tween the electrode potential at steady state,Egal,, and the oxide thickness should
then be given by the equation

Egab=E(0) + &/U

where E(0) — -1.472V (NHS) — 2.303 RT/F pH
U —  anodization ratio
5 —  oxide film thickness




3 REACTIONS AT THE OXIDE-LLECTFROLYTE INTERFACE
3.1 General

As pointed out in the previous chapters, the main reactions which are taking place at
the oxide—electrolyte interface are the oxide formation and the metal ion dissolution
reactions. If the oxide has sufficient electronic conductivity or if it is thin enough for
electron tunnelling, red-ox reactions like the hydrogen and oxygen evolution reactions
may also take place. Even though all these reactions can be treated independently,
they depend on the same pd, i e the pd across the oxide—clectrolyte interfacc. The
oxide formation can be described as a transfer of oxygen ions from the electrolyte to
the oxide with the overall rate equation (83,84,85)

H,0(aq) = 0% (ox) + 2H'(aq) (3.1)

If the reaction proceeds from left to right, an increase in layer thickness is obscrved.
A decrease occurs when the reaction proceeds in the opposite direction. When steady
state is reached, Reaction (3.1) can be treated as an equilibrium reaction, and the pd
across the oxide—electrolyte interface becomes equal to the equilibrium potential of
Reaction (3.1).

The metal dissolution reaction can simply be represented by the following overall
equation

AlPfox) = Al (3.2)

In most cases of passivity, this reaction is not an cquilibrium reaction, but proceeds ’
nearly always from left to right (83).

Even though Reactions (3.1) and {3.2) both depend on the same pd, the potential
may be an equilibrium potential for Reaction (3.1) and not for Reaction (3.2).

A major problem in the study of the reactions at the interface is that the pd across
this interface is not known. Only the total pd between the metal and the electrolyte
can be measured. Since the pd across the interface is only a part of the total pd, a
complicated picture will arise when the reactions are related to the total pd. Other
methods, not involving the pd, may therefore preferentially be used when the reac-
tions are studied.

Using an analytical method, Vetter et al (86) and Heusler (31) studied the reactions
at the oxide—electrolyte interface of passive iron in acid sulphate solutions. A similar
method was also used by Allard et al/ on titanium (2). They all found that Reaction
(3.1) proceeds in several steps, the first step being

H,0(aq) = OH(ox) + H'(aq) (3.3)

This step could be treated as an equilibrium reaction both for oxide covered Ti and
Fe. On Fe, Vetter found the second and rate determining step to be

OH(ox) = O%(ox) + H'(aq) (3.4)
With a true charge transfer coefficient a, = 0.43.
For Ti, Allard et al found it necessary to divide the last reaction into two steps

OH'(ad) = O%(ad) + H'(aq) . (3.5)
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0%(ad) = O%(ox) (3.6)
the chemical reaction (3.6) being rate determining.
The iron dissolution corresponding to Reaction (3.2) was found to be independent of

pH but dependent on the sulphate concentration. The reaction proceeds in three
steps:

Fe¥'(ox) + SO%(aq) =+ Fe SOz (ad) (3.7)
Fe SO3(ad) = Fe SO;(aq) (3.8)
Fe SO4(aq) = Fe¥(aq) + SO3'(aq) (3.9)

Here Reaction (3.7) is treated as an equilibrium reaction. The rate determining charge
transfer, Reaction (3.8), has a charge transfer coefficient a = 0.52.

While Vetter found the iron dissolution to be pH independent, a pH dependency of
titanium dissolution was found by Allard et al. In acid solutions they divided Reac-
tion (3.2) into the following steps

Ti**(ox) + H, 0 = TiO?*(ad) + 2H'(aq) (3.10)

TiO?*(ad) = TiO?*(aq) (3.11)
In alkuline solutions the reaction corresponding to Equation (3.11) becomes

TiO?*(ad) + OH (aq) > TiIOOH"(aq) (3.12)

The rate determining charge transfer reactions (3.11) and (3.12) have both a charge
transfer coefficient o= 0.27.

The surface reactions on anodized aluminium have been studied by Gorn (25) using
ellipsometry. Based on the changes in the oxide film thickness he found that in acid
and ncutral sulphate solutions Reaction (3.1) could be divided into the following
steps

H,0(aq) = OH (ox) + H'(aq) (3.3)
20H (ox) = 0% “(ox) + H,O(aq) (3.13)

In accordance with the results on Fe and Ti he found that the first step could be
treated as an cquilibrium reaction. Hc states that Reaction (3.13) is rate determining.

For the Al-dissolution reaction he found the following rate determining reaction
AlO*(ad) + OH’(ad) = AIOOH(aq) (3.14)
One problem in using thickness measurements as a means of determining the partial
current densities is that the current efficiency for the oxide formation is usually large,
and in neutral solutions it becomes nearly 100%. Since the rate of metal dissolution is

determined as the difference between the total current density and the current den-
sity of the oxide formation, some uncertainty must be present.

When studying the reactions on Ti, Allard et al determined the dissolution rate expli-
citly by analysing the dissolved Ti ions. The same technique has also been used on

S p— ——




oxide covered Al (91). These experiments will be treated further since they describe
the reactions at the oxide—electrolyte interface on oxide covered Al quite well.

3.2 “Tafel” curves of the reactions

Since the pd across the oxide—electrolyte interface cannot be measured directly, Tafel
curves of the reactions cannot be determined directly, either. Indirectly, however, the
Tafel curves can be found by studying the rates of the different reactions which take
place at the interface and which therefore depend on the same pd.

The rate-potential dependency of the oxide formation reaction, i e Reaction (3.1), is
given by the general equation

Jox = kox 3ag,exp[3 FE, 3/RT]

e 22y - (3.15)

ox 2%g2- 3%, p[—(2-B)(FE, 4/RT)]
where k'oxK'ox — Rate constants

3ay* — Activity of H" in the electrolyte

02g? — Activity of O% in the oxide

g — Effective transfer coefficient for the oxide formation

y — The reaction order with respect to H'

Eoq — The pd across the oxide-electrolyte interface

F,R,T — Have their usual meaning

When an anodic current flows, i e the oxide grows, the last term in Equation {3.15)
can usually be neglected. The rate of oxide growth is then given by the equation

Jox = kox 33;{‘exp[6 FE, 4/RT] (3.16)
This rate can be determined experimentally either by thickness measurements (ellipso-
metry (25)), by potential measurements or by the difference between the total cur

rent density and the partial current density of the metal dissolution reaction (2,91).

The rate of metal dissolution can be described by a similar equation

jc=Ke g3, 3e 937.exp[YFE; 3/RT] (3.17)
where k*. — Rate constant

g2p13* — Activity of AI** in the oxide

v — Effective transfer coefficient for the Al-dissolution reaction

z — Reaction order with respect to H*

The rate of this reaction can be determined either by the difference between the total
current density and the partial current density of the oxide formation determined by
cllipsometry (25) or by analytical methods (91).
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Figure 3.1 The rate of oxide formation as a
function of the Al dissolution rate
in acide and neutral pH-range

3.3 The pH dependency of the reactions

By combining the Equations
(3.16) and (3.17), E;3 can be
eliminated. If both involved reac-
tions proceed independently and

both follow Tafel’s law, the result-

ing equation shows that a straight
line should be obtained if log j
is plotted vs logj. for different
total current densities. The slope
of the line will then be the ratio
between the two transfer coeffi-
cients, 1 e /7.

In Figure 3.1 such a plot is shown
for oxide covered Al in acetic acid
buffered solutions of different pH
values (91). As can be seen,
straight lines are in fact obtained.
The figure shows that §/y = 1.5
and is independent of pH.

Equations (3.16) and (3.17) show that if z and y are zero, the reactions are pH
independent. Figure 3.1 shows, however, that even though the slopes of the lines are

Ingyy /Am * II(‘

_, \

T
% pH

o
ey
S

Figure 3.2 The rate of oxide formation at
a certain Al dissolution rate
(1 Am™?) as a function of pH

pH independent, the position of the
lines is highly dependent on it, indi-
cating that either y, z or both are
different from zero.

The combination of Equations
(3.16) and (3.17) shows that if y and
z are unchanged, a straight line
should be obtained when log j,, at a
constant j. is plotted vs pH. The
slope of the line should be equal to

y —zB8/7.

In Figure 3.2 such a plot is shown.
As can be seen, several lines with
different slopes are obtained. Since
B/v is constant, the change in slope
indicates that at least one of the
reactions has changed reaction or-
der with respect to H® when going
from neutral to alkaline solutions.

The data obtained from the different slopes in Figure 3.2 and the constant slope of the
lines in Figure 3.1 give good indications that the rate of oxide formation follows the

equation

. - -2 2F
Jox = Kox 38, €xp (ITT’ Eq 3)

(3.18)
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which indicates a reaction mechanism with the following steps

H,0(aq) = OH (ad) + H*(aq) (3.19)
OH'(ad) = 0?"(ad) + H'(aq) (3.20)
02*(ad) = 0% "{ox) (3.21)

with Reaction (3.21), /e the incorporation of O?" ions into the oxide, as the rate
determining step (91). Since the concentration of O?7(ad) is dependent on the
preceding steps, i ¢ Reactions (3.19) and (3.20), the reaction rate is highly potential
dependent.

The rate .of the cathodic oxide dissolution is probably determined by the formation of
0?"(ad) from lattice O?", i e Reaction (3.21) in opposite direction. The potential will
here act only on the short distance from the oxide to the adsorbed state. It is thercfore
reasonable to believe that the potential dependency of the dissolution process is much
weaker than in the oxide formation process. This may explain why the thickness of the
oxide can be increased very fast by an increase in the potential while a thinning can take
time, even when the potential is lowered substantially.

While the oxide formation has a constant reaction order with respect to H” ions, che
metal dissolution reaction has two different reaction orders, one below pH =9 and one
above.

Below pH = 9 is the rate of metal dissolution given by the equation

. " 1.3F p
je = ke SaHl, exp( == Ey 5) (3.22)

indicating the following rate determining step
AIOH?*(ad) = AIOH?*(aq) (3.23)

Above pH =9 the rate is given by the equation
fo= -2 1.3F
Jc—kc33H+ exp( BT E, 3) (3.24)

with the rate determining step
AlOH?*(ad) + OH'(aq) - AlO*(aq) + H,O (3.25)
In both cases a preceding adsorption of OH™ icns from the clectrolyte takes place.

This is in accordance with the observations made on other oxide covered metal
electrodes.

3.4 Stationary metal dissolution current

When the change in oxide thickness has ceased, the electrode has reached steady
state. j,. in Equation (3.15) will then be zcro and the pd at the oxide clectrolyte
interface is given by the equation

_RT, Kox , RT RT .
E =2In 22+ % In,a + 22 In,a 3.26) {
2.3 2F kyy 2F o2 2F 3 ne ( '
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If this value of E, ; is introduced into the Equations {3.22) and (3.24), the stationary
metal dissolution rate is given by

1.3
, - koxy 21, 1.3 ,
log j(stab) = log [kC(E%:) 1+ 5 log a0 0.3 pH {3.27)
and
1.3
log | (stab) = log [k (5’-*) "1 4+L3 joga . +0.7 pH (3.28)
OFJL‘ <l g Ck:)x 2 n‘()l' . l J

below and above pll = 9 respectively.

The equations show that if the logarithm of the stationary mectal dissolution rate is
plotted vs pH, two lines should be obtained, one in solutions below pH =9 with a
slope 0.3 and one with slope 0.7 in solutions above pll = 9.

In order to test this point, cxperiments were conducted with electrodes anodized to
4 V(SCE) in acetic acid buffered solutions of various pH values. If the electronic
conductivity of the formed oxide film is low, only the metal dissolution reaction can
procecd when the oxide formation process has ceased. Extreme care was therefore
taken not to introduce impurities which could increase the electronic conductivity or
weaken the oxide film. The water was therefore deionized and doubly distilled in a
quartz still. The first distillation was performed over permanganate in order to oxidize
organic impurities. Sometimes it was found necessary to usc “suprapur” sodium ace-
tate.

The clectrolyte was always 1 m in acetate. Different vH values were obtained by
mixing acetic acid and sodium acectate. In the most alkaline solutions sodium hyvdr-

oxide was added.

The working electrode was made of superpurc Al containing > 99.999% Al. Even
though extreme care was taken, parasite reactions often occurred, scen as an increase
in the current density instead of a decrcase to a constant low value. The parasitic
reactions could to some extent be avoided by forming the film to 5 V (SCE) for a
short while anrd then decreasing the potential to 4 V (SCE) where it was allowed to
stabilize. Control measurcments showed that the same end values of the current
density were obtained by the two procedures. In alkaline solutions it was practically
impossible to obtain stable values since film breakdown tended to take place.

In Figure 3.3 the results of the experi-
| togtic /At lsias ments are shown in a log j.(stab) vs pH
. ,’ plot. As the figure shows, a necgative
-104 \ N ! slope is in fact obtained when pH <9.
2\ ! The slope is approximately —0.15, 7¢
‘\ " smaller than the expected --0.3, indicat-
\ | ing that the values used for z and 7 in
{ Equation (3.22) need to be adjusted. The
1 adjustment is most likely to be done on
! Y, te the effective transfer cocfficient.
. ,‘ By decreasing it from 1.3 to 1.15, the
N observed slope can be obtained. The
I slope in alkaline solutions must then be
0 4 5 pT adjusted accordingly from 0.7 to 0.85.
In Figure 3.3 a line starting from pH = 9
Figurc 3.3 The logarithm of the sta- with a slope of 0.85 is drawn. As can be

tionary Al dissolution

rate at 4 V(SCE) as a

Junction of pH

54 \
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seen, the line goes through the only point drawn from the experiments in the alkaline
range. This indicates that the assumptions are valid. In order to verify the assump-
tions, however, more experiments with the stationary metal dissolution current are
necessary. It must be emphasized that the results are not in conflict with the results
obtained in earlier studies (91); only an adjustment of the deduced parameters is
necessary. Until more reliable steady state measurements are made, however, such an
adjustment is not justifiable.




33

4 THE INFLUENCE OF POTENTIAL STEPS ON AI-ELECTRODES COVERED
WITH THIN OXIDE FILMS

4.1 General

In 1955 Gerisher and Vielstich gave a general description of the potential step
method and recommended it for use in electrochemical kinetics (24). The method is
now widely used in studying red-ox reactions on active metal electrodes, and the
theory is well developed.

The method has also been extensively used in the study of oxide-covered electrodes
(15,22,44,45,58,59,73,77,94), but here the theory is much more involved.

On active electrodes the potential step results in a change in the pd at only one
interface, ¢ e the metal—clectrolyte interface. When no diffusion or reaction overvolt-
age is present, the resulting cd is stable immediately after the step and does not
change with time except when the Helmholtz double layer is charged. As pointed out
by Vetter (81) and Vielstich (89) the charging time is in the order of 10 to 107 s.
When diffusion or reaction overvoltage is present, the cd will decrease with time after
the step. The decrease is due to a decrease in active species at the metal surface.
Immediately after the step, the decrease is usually proportional to the square root of
the time, while a proportionality to the inverse square root is observed for longer
periods of time.

When the electrode is covered with an oxide film, the transient behaviour changes and
a decrease with time occurs even though no diffusion or reaction overvoltage from
the electrolyte is present. This has clearly been demonstrated on active and passive
iron by Geana et al (22). A change in the behaviour is also to be expected since now
the pd at two interfaces and across the oxide film are involved.

In the paper describing the general theory of passivity (83) Vetter has also treated the
expected result of the potential step.

Using the same notation as in Chapter 2, the electrode potential of an oxide-covered
metal electrode can be divided into the following terms

"

E=p(me) — p(el) + A, = (p(me) — ¢'(0x)) + (¢'(0x) ~ ¢"'(0%))

+ (0" (ox) —plel) + Ay, @1
where w(me)—yp'(0x)=E, , pd across the metul-oxide interface
¢ (ox)—¢''(0x)=E, pd across the oxide
¢ (0x)—p(el)=E 3 pd across the oxode-electrolyte interface

The notations are also the same as those used by Vetter and quoted in Figure 4.1.

An electrode which is kept at a certain potential will acquire an oxide film with a
certain thickness corresponding to the potential. When the electrode is stable, no
further changes in the thickness take place and the oxygen ion exchange between the
electrolyte and the oxide will have reached equilibrium. E, 3 which then will be the
equilibrium potential for the cxchange, will then have a certain value, given by pll
and the stochiometry of the oxide surface towards the clectrolyte.
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If both electronic and metallic equili-
\ ¢ — brium exists between the metal and the
o TRvNAL et P ORMED gy oxide surface towards the metal, E,,
will have a fixed value. This is also
indicated by Vetter, see Figure 4.1. The
thickness of the oxide will then adjust
itself in such a manner as to give an
clectric field in the oxide which is
strong enough to maintain an ion trans-
port through the oxide equal to the
dissolution rate at the oxide—electro-
lyte interface (situation A in Figure
4.1).
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of If now the potential is suddenly in-
s creased, the situation denoted B in the
L . figure will arise. Electronic and metallic
equilibrium is assumed by Vetter at the
LAYER THICKNESS » metal oxide interface even during the
potential step. E,, will then remain
Figure 4.1 Schematic duagram of the unchanged.
potential distribution in an
oxide covered metal elec- The oxygen ion exchange at the oxide
trode during a potentul electrolyte interface is no longer at
step (83) cquilibrium and a certain overvoltage
Ny, will be present. Both the metal
dissolution and the oxide formation
rate will therefore incicase. The necessary increase in ionic conduction through the
oxide is then made possible by the increased electric field across the oxide.

o

oo
o
»

If the electrode potential is kept constant at the new potential, the oxide will
increase in thickness. The clectric ficld across the oxide will then decrease and a new
equilibrium will be reached for the exchange of oxygen ions between the oxide and
the solution. The situation is then the same as that denoted C in Figure 4.1.

The figure indicates that E,; ecventually becomes less than before the step. If, how-
ever, the oxide surface has not changed in stochiometry during the step, the two E, 4
values should be equal. The metal dissolution rate should then be cqual to the steady
state dissolution rate observed before the potential step.

The time which elapses before a new steady state is reached will depend upon the
magnitude of the potential step, on the ionic conductivity of the oxide and on the
exchange current density of the oxygen-ion exchange reaction. Times in the order of
several hours to some days arc quite common. In order to change the thickness of the
oxide 1 A, 1.94 C/m? has to be consumed. Since the current density during a step is
in the order of 0.01 to 0.1 A/m?, 20 to 200 s will be necessary for such a change in
thickness to take place. 100% current efficiency for the oxygen ion exchange reaction
is here assumed. Potential steps lasting less than this, do not therefore normally
change the oxide thickness significantly.

A —



4.2 lon transport

When thick anodic barrier films are present, the stabilization potential will be in the
order of 10 to 100 V (SCE). In that case the main part of the total pd lies across the
oxide layer and the pd across the metal-oxide and the oxide--clectrolvte interface
can be neglected. The connection between the ionic current, 1 ¢ the sum of the metal
dissolution and the oxide formation current, is then according to Gunterschultze et al
(26) given by the equation

j:j()cxp(B-li—-sug) ) (+.2)
where E - E(0) - pd across the oxide film

5 -~ thickness of the oxide film

B - constant

Sce also Chapter 1.

In this equation no time dcpendency is included. As pointed out by for instance
Dignam et al (5,73), a time dependent ionic current is observed. According to de Wit
et al (12), Dignam’s equations can be written

iFloexp(BjV+R) (4.3)
and

dR = (j/q)(B,V -R) (4.4)
where Bj‘ B, and q - constants

R — time dependent parameter

v= E=E(O)  _ the electric field across the oxide

t — time

By differentiating Equation (4.3) with respect to t, keeping V constant, it can be
shown that

d In j/j
= ._g_tjl__JO)V (4.5)

|

v

te dR/dt is equal to the slope of the Inj—time curve. When this slope is zcro,
B,V = R. In that case Equation (4.3) becomes equal to

Jar = lo expl(B;+B)V] (4.6)
dr =0 ]

which is equal to Equation (4.2) where B = Bj+ B.

When the electrode is stabilized at a certain potential, Egiahe Equation (4.6) is valid
since dR/dt =0, 7 ¢
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. . Egiab—E(0) . Eg,p—E(0)
Jstab=loexp(B) —StBRE—— + Ry I= expl(Bj+ B) —S2b———) (4.7)

When the potential suddenly is changed to E, the current will be given by the
equation

Egrab—E(0)

FioexplB; ==55—— +R] (4.8)
where

R ~(j/q)(B, E=LO) —R] (4.9)
Dividing Equation (4.7) by Equation (4.8), the following equation is derived

ilistap=expl(E—Eg(,) %LHR—Rstab)l (4.10)
where

R =B EStab_E(O)
st:b™ Pr 5

R is given implicitly by Equation {4.9).

Immediatej; after the step, R has not been able to change significantly and
R =R In that case Equation (4.10) becomes

B.
U/j-“ab)t:() ~ expl(E-Egy,) 1 (4.11)

stat

which shows that also this equation is similar to Equation (4.3), but now B = Bj‘
When the electrode potential is low, such as in “cathodic corrosion”, the situation
becomes much more involved. The pd a-ross the oxide may now no longer be domi-
nating and the pd’s at the metal—oxide and the oxide -electrolyte interfaces may be a
significant part of the electrode potential.

Arother complicating factor is that under these circumstances the oxide film is ex-
tremely thin and electronic conduction through the oxide may be relatively high.
Red-ox reactions like the hydrogen evolution reaction may therefore be dominant.
This situation will be discussed further below.

4.3 Electron transport

The tota! cd can in the general case be written as a sum of two parts, one ionic {j;)
and one electronic (j), i e

jtotTlitle (4.12)

The jonic part can be divided into two parts, / e the Al dissolution current j_ and the
oxide formation or dissolution current j .. The ciectronic cd can only flow if a red-ox
couple is present. It has been common practice when studying this current on oxide-
covered metals, to use red-ox couples which react in a simple wav, /e without
breaking chemical bonds and without specific adsorption. Such red-ox couples may be
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Fe(CN)§ "~ Fe(CN)2™ (35,67) or Ce**— Ce** (20, 46). But also more complex reac-
tions, like the oxygen evolution reaction, have been used (87). In the latter case
either the reaction

OH (ad) =~ OH(ad) + ¢ (4.13)
or

O%(ad) = O(ad) + ¢ (4.14)
was considered to be the rate determining step. At low electrode potentials the
hydrogen evolution reaction may easily become the dominating red-ox reaction. Like

the oxygen evolution reaction the hydrogen evolution reaction may be divided into
several steps, as for instance

' = H'(ad) (4.15)
H*(ad) + ¢ = H(ad) (4.16)
2H(ad) = H, (4.17)

As pointed out by Vetter when treating the oxygen evolution reaction, the electron
transfer reactions are most probably the rate determining steps in the red-ox reactions
on passive metals. In the case of the hydrogen evolution reaction the rate determining
step is therefore probably Reaction (4.16). Like Reactions (4.13) and (4.14) for the
oxygen evolution reaction, Reaction (4.16) is simply a change from one adsorbed
species to another without bond breakings being involved. The situation should there-
fore be similar to that described by Vetter for the oxygen evolution reaction.

In steady state the pd between the oxide and the electrolyte is still determined by
the equilibrium conditions for the oxygen ion exchange between the oxide and the
clectrolyte. The pd at the interface is therefore not dependent on the electrode
potential. The ionic current, ie j., will therefore be constant and, as pointed out
above, independent of the clectrode potential. If the electron supply to the interface
had been constant, the electronic current should have been constant too. Since this is
not the case, the variation in the steady state electronic ¢d should reflect the clectron
supply. and only this.

When the stabilization potential is very low, the oxide film becomes extremely thin.
In that case eclectrons may tunnel directly from the metal to the adsorbed species.
The clectronic current will then depend only on the electrode potential and the
thickness of the oxide film, ¢ ¢ the stabilization potential. The semiconducting proper-
ties of the oxide will then play minor roles.

As pointed out by Heusler et al (36), such a behaviour can be studied by applying
potential steps. The clectrode is stabilized in advance at a certain potential in order to
obtain a certain thickness. During the step, the oxide thickness can be treated as
constant.

Schultze et al (67) have pointed out that instead of direct tunnelling, electrons mav
also be transferred by resonant tunnelling via localized states in the oxide. In that
case, semiconducting properties in the oxide may also play a certain role. As pointed
out by Heusler ctal (36), the semiconducting properties may not necessarily be
constant during a potential step. Resonant tunnelling, therefore, may give quite a
complex picturc when potential steps are applicd.
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On thicker films the probability of tunnelling cither directly or via localized states is
small. Direct or resonant tunnelling through the space charge barrier is more probable
(66). The oxide thickness will then only indirectly play a role. The semiconducting
properties will now dominate.

4.4 Electrode capacitance

During a potential step, charging of the space charge layer in the oxide and the
Helmholtz layer in the electrolyte will take place. This results in a time dependent
charging current. When the oxide is thick and the concentration of donors or accep-
tors is low, charging of the space charge layer is the dominating process. If virtually
no mobile charges are present in the oxide, no space charge layer will be present and
the electrode can be treated as a parallel plate condenser where the capacitance
increases linearly with the inverse thickness of the oxide film. On the other hand, if
the oxide is heavily doped, the capacitance of the Helmholtz layer plays a very
immportant role. Between these extremes, a combination of factors is involved.

Pettinger etal (61) and de Gryse etal (S) have treatcd the situation which arises

when the oxide is heavily doped and both the space charge and the Helmholtz layer
are involved. The total capacitance of the electrode is then given by the equation

8

C2=2(ce €, Np) ' E + (=B’ (4.18)
To™D €3€¢ '
where C - total capacitance
Np — donor concentration
e — elementary charge
€,,€; — dielectric constants of the oxide and the
electrolyte respectively
€5 — permittivity of vacuum
E - electrode potential
8y — thickness of the Helmholtz layer
s _
9.y ;
=~ .
The first term on the right-hand side of :
the equation takes care of the space
charge, while the second term takes
. care of the Helmholtz layer. As the
ELECTRODE CLECTROLYTE X s equation shows, the Helmholtz layer
becomes more important for higher
s donor concentrations and lower elec-
‘o ' trode potentials.

A similar equation can be derived if
both a space charge and an additional
electric field are present inside the
oxide. The model shown in Figure 4.2
can then be used.

Figure 4.2 Schematic diagram of the po-
tential distribution in the
oxtde surface towards the elec-
trolyte when a space charge
layer and an  additional
straght field is present in the
oxide

N o e ————
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When the space charge laver is much thinner than the oxide film thickness, the
following limiting conditions can be used

‘he ] =S - d = (_ig
when  X=0 ¢=¢s and dix (dx)s
when X7?e de V

dx

¥ is the potential at the oxide surface. When no space charge is present, 9= 0. V is
the clectric field across the oxide film.

From Poisson's cquation we have
{

dlo - 1
d< €1 p(x) (+.19)
where o(x) — space charge density as a function of the distance x

By integration the following equation is derived

X

Tadeovo (@) - oL Y pgdeen L 4.20
x-0 dx (dx)s €,€p x:{) p(x)dx e,eoqsc ( )
where Use - charge of the total space charge layer
Since

,dz 1 d i‘e : 9
d—ng 2y (dx) (4.21)
the following equation is obtained
Cadey v de) ty B dp gp 2 o
=V =2 = =& 1 4.22
x:f” dx (dx S 80{ dx ay e \Pi plp)dy ( )
which shows that
2 ) 9 L
G " =vie 2 ple)de (4.23)
ax ‘g €€q ¢s

If this equation is combined with Equation (4.20), the following equation results

o>
Gsc=€-€0(V? +g%o“ J p(p)de)!? —€60V (4.24)

¥s
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The differential capacitance is therefore given as

_dqg. _ PP

- i
Rz (V242 7% p(p)de)'? (4.25)
€1€0 ¢

C

The inverse square of this equation is

Py

cr= Vo4 2 w’} p(e)de1o(9);’
S

plP); €1€o (4.26)

When no space charge is present or it is negligible, the second term of the right-hand
side of the equation vanishes. Coulomb’s law then gives

V=€, €0) " p(p)g-d (4.27)
where 8 — the oxide film thickness

Equation (4.26) will then be

2, 8
C* =& (4.28)

which is the equation for the parallel plate condensor.

When immobile donors are present, the second term in Equation (4.26) becomes
equal to the first term in Equation (4.18), which then takes care of the space charge.
The situation is therefore very similar to that of a combination of space charge and
Helmholdtz layer. But the oxide thickness is now involved instead of the thickness of
the Helmholtz layer.

The theories on oxide-covered metal electrodes which are cited in this chapter will
now be used in the treatment of the results from experiments with potential steps on
oxide-covered Al electrodes in aqueous solutions.

4.5 Experimental

The experiments were performed in acetic acid-sodium acetate buffers. Although
various pH values were used, the main experiments were performed at pH = 5.20. The
acetate concentration was kept constant at 1 molar. Both the acetic acid and the
sodium acetate were of AR-quality. The water was double distilled.

The test electrode consisted of a circular Al dish. The aluminium was delivered from
Vigeland Metal Refinery and contained 107 % impurities, mainly magnesium. The dish
diameter was 1.4 cm. Before use, the dish was abraded with emery paper, starting
with coarse grade, ending with 600 mesh. The dish was etched 10s in lukewarm 10%
NaOH solution, dipped into a 1% acetic acid solution in order to neutralize the NaOH
and rinsed in distilled water. The exposed area of the electrode during the
experiments was 1 cm?.

The counter electrode and the reference clectrode were Pt and saturated calomel
electrodes, respectively. The reference electrode was kept in a separate compartment
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and connected to the cell via a Luggin capillary. The tip of the capillary was close to
the surface of the test electrode.

N, was continuously bubbled through the electrolyte in order to remove O,.

The electrode potential was potentiostatically controlled by means of a potentiostate
(PAR mod 173).

The slow transients {(up to 5s) were recorded by an X-Y recorder with time base
(HP-7030 AM). A transient recorder (Biomation mod 1015) was used for recording
the fast transients.

During the experiments the electrode was allowed to stabilize at a certain potential
overnight in order to obtain an oxide film of a certain thickness and composition.
From this potential, potential steps of less than 5s duration were applied to the
electrode. After cach step the potential was returned to the stabilization potential.
When the ¢d had reached the same value as before the step, a new step was applied
to another potential. All experiments were performed at approximately 23°C.

4.6 Results

Figure 4.3 shows examples of current vs time curves after a potential step. As can be
seen, fairly stable values are obtained soon after the step, especially when the poten-
tial step is small. Immediately after the step a decay in the cd is observed, which
might indicate the presence of a charging current. When two curves are compared,
resulting from potential steps of the same absolute value but with opposite sign, it
can be seen that the decay curves are nearly symmetrical. The stable end current may
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Figure 4.3 Current  density—time
curves  after potential
steps i anodic and ca- Figure 4.4 Fast current transients immedi-
thodic directions; po- ately after potential steps; poten-
tentials against  satu- taals against saturated calomel
rated calomel clectrodes electrode are given in the figure
are given tn the figure Stabilization potential - 1.0 V (SCE), pH = 5.25.

Stabilization potential 1.0 V(SCE), pH=5.25.
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The wverse current density os time
for current transtents resultimg from
anodic and cathodic potential steps;
potentials ugainst saturated calomel
electrede are given in the figure
1.0V (SCE), pH = 5.25.

Figure 4.5

Stabilization potential
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Figurc 4.6 The clectrode capacity (caleu-
lated from the current tran-
stents) vs the step poteraal

Stabilization potential 1OV (SCE), pll 3,25,

have  different values,  however,
[his 1s to be expected if the de
cay s due to charging. To obtan
further potential
steps of shorter duration than
those described above were ore-
ated and the decay curves recor-
ded. Figure 4.4 shows examples
of ¢d vs time curves for fast tran-
sients. As can be seen, the anodie

information,

and cathodic curves have a some-
what  different  shape,  although
the magnitude of the od in both
directions is the same.

In Figure 4.5 the results are plot
ted in an inverse od vs time plot
As can be seen, straizht lines are
obtained, except at the very be-
einning of the transients. Straight
lines are also to be expected it a
capacitance inoseries with a resis-
tor 1s assumed. In that case we
have

e T (.29
Jea ¢
where AL potential step

Jeu charging ¢d

R series resistance

C - capaditanee

t time

I'he break in the curves in the
initial period indicates that Fqua-
tion (4.29}) doces not exactly fit
the experimental values. A more
complicated situation is obviousi
present. Later on, however, the
curves approach o straieht line
and the slopes of the lines can be
wsed to caleulate the capacitance.
A connection between the capace:
ity and the step potential can
then be obtained, see Figure 4.6,
A< can be seen from the figure,
the capacity of the clectrode de-
CIreases from approximately
107 F/m?, ie the same order of
magnitude as the capacity of the
Helmhboltz laver, down to a very
low vafue. This implies that the
oxide laver must plav a dommat-
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ing role in determining the capacity of tl
clectrode can more casily be studied by AC
capacity will not be treated further in this ¢l

1 clectrode. Since the capacity of the
“impedance measurements, the clectrode
wpter, but will be discussed in Chapter 5

where AC-measurements are used. We shall here confine ourselves to pointing out that

the decay current observed during potential

steps is most probably connected with

the capacitance of the electrode and is not due to changes in the clectrode reactions.
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When the charging current  has
ceased, the cd becomes stable
and will now probably represent
either the ionic or electronic cur-
rent through the oxide film. If
the stable cd is plotted vs the
potential to which the step is
made, /¢ the step potential, an
S-shaped curve i1s obtained, see
Figure +.7. The shape indicates
that two exponential functions
are involved. As can be seen from
Figure 4.7, the point of inflection
is not at zero cd, but is displaced
in the cathodic direction. This
displacement is nearly always

o5 0 -5 0 5 10
— jho 2am 2 ) -~

Figure 4.7 The electrode potential vs the
step current density (see Figure
43

Stabilization potennal 1.1 V (SCE pH = 5.18.

found and is assumed to be due
to a cathodic current flowing in
cracks and flaws in the oxide
film. 1f the displaced cd value is
subtracted from the total cd and
the result is plotted in a Tafel
plot, two straight lines are usual-
ly obtained, substantiating the
suggestion that two exponential
functions are involved, sec Fi-

sure +.8. Fven if corrections for the displacement are not made, similar curves can be

obtained since the difference will only be of

importance at low cd values.
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Figure 4.8  Tafel plot of an clectrode stabilized at 1.1 'V (SCE)

pH = 5.18.
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It is reasonable to believe that the anodic Tafel line is connected to the ion transport
through the oxide. This again is connected to the Al-dissolution and the oxide for-
mation reaction on the oxide surface. Since the oxide formation reaction is at equi-
librium when the electrode is at steady state, an extrapolation of the anodic curve to
the stabilization potential should give the stable Al-dissolution rate at this potential.
In Figure 4.9 this extrapolated cd is plotted s the stabilization potential. As the
figure shows, the cd starts at a certain value at high potentials, then decreases towards
a minimum at —1.3 V (SCE), whereafter it starts to increase at low potentials. The
values given at low potentials may be somewhat uncertain since the cathodic current
is dominant at these low potentials and the extrapolation may be difficult to per-
form. The increasing tendency is, however, clearly seen.

Estqp /¥ (SCE) .

| e/visce)
-0.54

_]01 / N }
N

- - — -15 —
-2 -1 loglastab (Alm?) -3 -2 R 0
log {ja/Am=-2)

Figure 4.9 The stabilization po- Figure 4.10 Net anodic Tafel curves for elec-

‘m

tential vs the logarithm
of the anodic current
density when extra-
polated to the stabili-

trodes stabilized at different poten-
tuals

The stabilization potentials against satu-
rated calome] electrode are given in the

zation potential figure. pH = 5.25.

ph = 5.25

In Figure 4.10 anodic Tafel curves representing electrodes stabilized at different po-
tentials are shown. As the figure shows, the curves are displaced towards higher cd
values when the stabilization potential is lowered. Since the oxide becomes thinner
when the stabilization potential is lowered, such a displacement is also to be expec-
ted.

A direct treatment of the Tafel curves may be difficalt because the clectrode poten-
tial is a sum of several potentials. If, however, the curves in Figure 4.10 are read at a
certain constant cd, the pd at each interface may, as a first assumption, be treated as
constant and the different values obtained must then be due only to differences in
the oxide. In Figurc 4.11 the electrode potential is plotted vs the stabilization poten-
tial for different anodic cd values. As the figure shows, the data are quite scattered,
primarily due to the varying anodic Tafel slopes. The lines drawn are the best fit
from the least square method. In Figure 4.12 the slope of the lines in Figure 4.11 are
plotted vs the logarithm of the cd at which they are taken. Even though the confi-
dence level is low, the slope of the F‘j/F‘stab lines seems to decrease steadily with
decreasing cd.

While the anodic cd is connected to the ionic transport, the cathodic ¢d is most
probably due to electron transport through the oxide. At the oxide electrolyte interface
the electrons are consumed by the hydrogen evolution reaction. At low stabilization
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potentials the oxide film will be very thin and tunnelling through the film may take
place. A connection between the cathodic current at a certain electrode potential and

the thickness, / ¢ the stabilization potential, is then to be expected.

E/V(SCE)
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Figure 4.11 The electrode potential at a
fixed current density (given
in the figure) vs the stabili-
zation potential

pH =5.25
i toglje/Am-2)
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Figure 4.13 The logarithm of the cathodi.
current density at certain clec-
trode potentials vs the stabili-

zation potential
The clectrode potentials against
saturated calomel electrode are

given in the figure.

T —T T

-3 -2 -1
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Figure 4.12 The slope of the lines in
Figure 4.11 vs the logarithm
of the anodic current den-
sity
pH = 5.25,

In Figure 4.13 the logarithm of the
cathodic cd referred to a certain po-
tential is plotted vs the oxide thick-
ness given by the stabilization poten-
tial. As the figure shows, a decrease in
reaction rate with increasing thickness
is observed when the electrode poten-
tial is low. At higher potentials this is
not observed. Instead some increase is
found with increasing thickness.
Effects other than direct tunnelling are
obviously taking place in the latter case.

The cathodic Tafel slope is also influ-
cnced by the stabilization potential.
As Figure 1.14 shows, the slope chan-
ges from approximately 0.6 V/log unit
at high stabilization potentials to near-
ly 0.1 V/log unit at low potentials. A
1 on changing the
pH of the electrolyvic, see Figure 4.15.
At pH = 8.5 the slope is seen to be
approximately (1.4 V/log unit, while it
is approximately 0.2 V/log unit at
pH = 4. In this figure the stabilization
potential is kept constant.

simitt o effect 1s 7
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4.7 Discussion
+.7.1 The steady state anodic dissolution rate at low potentials

When the clectrode has been stabilized at a certain potentials the oxveen ion ex
change reaction at the oxide electrolyte interface has reached equilibrium. The pd at
the interface will then have a fixed value, e the cquilibrium potential of the ex-
change reaction. It will be independent of the electrode potential but dependent on
the pH of the electrolyte and on the oxyvgen ion concentration in the oxide surfuace,
If these two concentration terms are constant, the pd across the interfuce will also be
constant.

The Al dissolution reaction at the oxide electrolvte interface is also dependent on the
pd at the interface. If therefore the aluminium ion concentration in the oxide surface
is constant, the dissolution reaction should proceed at a constant rate, independent
of the electrode potential. Kaesche (43) has pointed out that such an independent
anodic current exists. He has, however, used unbuffered solutions in his experiments.
Kunze (47}, on the other hand, investizated the Al dissolution in a citrate buffer of
pH = 3.0. He states that no such potential independent current could be found.
Anderson et al (7)., examining the leakage current on Al in a tartrate solution of
pH =7 at temperatures from 30°C and up o 70" C, found 4 potential independent
current when the electrode potential was between 50 and 150 V. Below 30\ he
found that the cd decreased with decreasing potential.

In Chapter 3 measurcments were described of the steady state anodic dissolution rate
in acetic acid buffered solutions. In these experiments the potential dependence was
also tested by anodizing to 3, 4 and 5 V (8CE). Only a very slight decrease in od was
then found when going to lower stabilization potentials. This tendency may not have
anything to do with a real change, but may merely indicate that a completely steady
state was not obtained within the time of the experiments.

In Figure 4.9 steady state cd’s for stabilization potentials from 0.9 V(SCE) and
down to —1.6 V (SCE) are shown. The pH = 5.25 and the results were obtained by
extrapolating the anodic Tafel line down to the stabilization potential. If these ¢d
values are compared with those at pH = 5.25 in Fioure 3.3, /e at 4V (SCE)L it can be
seen that nearly the same results are obtained when the stabilization potential is more
positive than - 1.0 V(SCE). This strongly indicates that if there is anyv potential
dependency at all, it is very small when the potential is more positive  than
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1.0V (SCE) AU lower potentials a chanee in the od is observed. see Figure +.9. The
same change was observed by Kunze (47) and also by Fateev et al (19).

Kunze, operating at nearly the same pll as that in Figure 4.9, has obuained ¢d values
which are somewhat higher than those in Figure 4.9, Although the difference is small,
it may imply diffevences in the stabilization time. Since the changes in od at the end
of the stabihzation are very slow, Kunze mav not quite have reached the end value.

The minimum value obtamed by Fateev et ol is approximately 100 times higher than
any obtained by Kunze or by the present author. But since Fateev et al used an
electrolvie consisting of 1T M KOH. the pH of their solution was quite different. Ay
shown in Chapter 3. a sharp incerease in the dissolution rate is to be expected when
the pll == 9.0 In spite of this, the shape of the curves are very similar.

If the assumption of oxvgen fon exchange equilibrium is stll valid at fow potentials,
the changing stabilization current at low potentials mayv be due to either:

4 A change in the equilibrium potentiad cither as a result of ¢ pH variation or a
variation in the surface concentration of 0?7 ions in the oxide surface

. 3. . . .
b)Y A change in the AT concentration in the oxide surface

A change in the pH may occur when the potential is low, since the hvdrogen evolu-
tion at these potentials is quite rapid and the consumption of H® jons may be high.
Even in buffered solutions an increase in pH at the oxide surfuce may therefore occur
due to insufficient diffusion of H" ions from the bulk electrolyte. As Figure 3.3 in
Chapter 3 shows, a decrease in the steady state dissolution rate is to be expected with
an increase in pH o oup to pH=9. This could have explained the decrease in the
anodic reaction rate observed in Figure 4.9 when the electrode potential is decreased
from  LOVASCE) to approximately 125 V(SCEIL However, the decrease, which is
approximately one logarithmic unit, seems to be too large. Even if the pH had been
raised to pH = 9, a decrease due 1o pH should have been only 0.5 logarithmic units.
Effects other than pil must therefore be responsible for the decrease observed in
Figure 4.9, The fact that Fateev et al (19} observe the same decrease ina 1 m KOH
solution supports this conclusion.

The other two possibilities mentioned above, 1 ¢ the change in the O°7 jon concen-
tration in the oxide surface (which influences the pdi and the change in the AP”
concentration in the surface (which influences the Al dissolution rate) are both re-
lated to changes in the oxide stochiometry. Generally, it is to be expected that the
AR concentration is increased while the O concentration is decreased by lowering
the electrode potential. Both these changes should resuft in an increased Al disso-
lution rate. This may explain the observed increase in Figure 4.9 at clectrode poten-
tials below 1.3 V (SCE), but not the decrease in the range from 1.0V (SCE) to

125 VASCE). An explanation based on changes in the oxide stochiometry will,
however, require a better knowledge about the potential dependency of these pheno-
mena. Since they are closely connected to the electronic properties of the oxide, it
scems reasonable to postpone the discussion until the electronic properties have been
dealt with.

4.7.2 lon transport through the oxide
If jonic conduction throush the oxide at low potentials is similar to that at high
potentials, the following cquation is valid

£lox) ¢ 'tox)
!

b Joexpll (4.3
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This equation is equal to Equation (4.2) but ¢'(ox) — ¢"(0x) is used instead of
E—E(0) since now the pd across the oxide may not be the dominating part of the
electrode potential.

From Equation (4.1) the pd across the oxide is given as

¥'(0x)—p"'(0x)=E—(p(me) —p' (0x)—(p" (0x) —p(e]))+ By, (4.31)

The thickness (8) of the oxide film is related to the stabilization potential by

6=U(Eg,b—E(0)) (4.32)
where U — anodizing ratio (~13 A/V (30))*
E(0) — electrode potential when no field exists across

the oxide film

If Equations (4.31) and (4.32) are introduced into Equation (4.30), the following
equation is derived

. E—{p(me)—~'(ox)—[¢" (0x)—p(el) | -Ap |

Flo exp{ ?—J E, o —E(0) ! (4.33) :

or

E=[¢(me)—(0x) [+ [¢" (0x)—p(el) I+ Ay + EEgp,p,~E(0)Injfjo (4.34)

When this equation is differentiated with respect to Eg 4. the following equation

results ‘

dE  _ dlp(me)—p'(ox)] , di¥’(ox)—pleD)] , Uy . o dInj/jo 5
= % [Inj/jo+ (Egpap-E(0) 52720 1 (4.35) .

dEgyap dEgab dEgtaty B Ne T Estab dEgtab

If the electrode potential (E) is read at a certain anodic cd (j,) for different stabili-
zation potentials, Equation (4.35) is reduced to

JE U g
3Estab)ja Bl“(la/lo) (436

since the pd’s at both interfaces are constant for a constant cd.

* Strictly speaking, the anodizing ratio is dependent on the steady state dissolution rate and there-
by on pH. The anodizing ratio referred to (13 A/V) is found in ncutral solutions. At pH=5.25a
somewhat lower anodizing ratio is to be expected. Since the dissolution rate at pH = 5.25 is only
slightly higher than in neutral solutions, the cxpected difference in anodizing ratio is probably
smaller than the error connected to the anodizing ratio.




If now the values

= 3621017 yA/m?

Io
B = 4.25-10% m/Vv

found by Gunterschultze etal (26) at high anodic potentials are introduced into
Equation (4.36) together with the anodizivg ratio U= 13 4/V found by Hass (30),
(dE/dEg; )i, as a function of j | can be calculated.

In Figure $.12 these calculated values are shown together with those found experi-
mentally at low potentials. As can be seen from the figure, the deviation between the
calculated and the experimental values is very small and casily within the experi-
mental error. It scems thercfore bevond doubt that the mechanism for ionic conduc-
tion found at high anodic potentials is valid also at low potentials, 7 ¢ in the “catho-
dic corroston” area. It means also that the connection between the stabilization
potential uand the oxide thickness, given by the anodizing ratio, is stll valid. If
therefore E(0) could be determined, the oxide thickness could be estimated for each
stabilization potential.

From Equation (4.34) it can be seen that when lsnb is equal to E(0), the slope of E
vs J, becomes equal to the Tafel slope of the active Al dissolution reaction. Since the
cd’s used to plot the curves in Figure (4.11} are very small, it is likely that these ed’s
are smaller than, or at most equal to, the exchange current density of the active
dissolution reaction. In *hat case the vanation in E with j  is likely to be small,
indicating that when Egi ) is equal to E(0), E will be nearly independent of j,. As
Figure 4.11 shows. an extrapolation of the curves to a common point scems possible.
Taking into account the experimental error, the potential at this point seems not to
deviate greatly from the thermodynamic potential -2.027 V (SCE) calculated from
Pquatum {2.20). This may also be taken as a verification of the ;xssumplions made in
Chapter 2. It also means that since the stabilization potentials used in this work have
values between --0.7 and -1.6 V (SCE), the oxides will have thicknesses between
approximately 5.5 and 17.7 A,

4.7.3 Electron transport

In the previous section it vas concluded that the electrodes in the “cathodic corro-
sion™ range are covered with extremely thin oxide films. For such thin films, electron
tunnelling will take place through the oxide and, at least for the thinnest oxides, a
connection between the oxide thickness and the electron transport is to be expected

(36,46,66.,87).

The hydrogen evolution reaction is dependent on the electron transport through the
oxide. This reaction may therefore be used as a measure of the clectron transport.
The electron supply must then be part of the rate determining step. Such a step may
be the reduction of adsorbed H' ions to H atoms. The situation will then be similar
to that assumed for the oxvgen evolution reaction by Vetter et al (87). In their case
the rate determining step was assumed to be the oxidation of adsorbed OH™ ions to
adsorbed OH or adsorbed O jons to adsorbed O, Since the electron transport is to
a great. extent hampered by the oxide film, such steps may well be rate determining.

When electron tunelling from the metal to the adsorbed ions occurs, the reaction rate
will be given by

log j=A(E) go (4.37)




{sce ref (87))

where jC - rate of the hvdrogen evolution reaction
Atk - potential dependent term, independent of the oxide thickness
) - thickness of the oxide
8¢ - potential dependent constant

According to (87). 8, is defined by

- 2,3h _2.26 (
T = S A (4.38)
° i 2medE,(E) VAlib(F,)[c\'] (Al
where h — Planck constant
m,. —- effective mass of clectron
AL (E) — mean barrier height in the oxide

Combining Equations (+.32) and (4.37), the following equation is obtained

R vy BE(O)U Uy .
logje=[ A(E) + in_ -5, Estah (4.39)
where E(0) — potential when no field exists in the oxide
U — anodization ratio
Egtab — stabilization potential

For constant electrode potentials the terms inside the bracket on the vicht-hand side
of Equation (4.39) will be constant. In that case a plot of the losanhm of the
cathodic cd vs the stabilization potential should give a straicht line. U799, will be the

slope of the line.

In Figure 4.13 the logarithm of the experimental cd’s for different clectrode poten

tials are plotted vs the stabilization potential. As can be seeng onlv the most neating
electrode potential plotted sives a straight linc. The slope of the line indicates an 8,

value of 23 A when an anodization ratio of U~ 13 'V s used. This &, value
corresponds to a valuc of ..\l‘lb(E) = 0.0 eV, which is very low compared 1o the value

found for other red-ox reactions on for istance oxidized Pr (46).

The energy barrier AE(E) can, according to Vetter ctal (87), be divided o
potential dependent and a potential independent part, 7 ¢

2 (FV=AFE 0 4 E=E(0). )
AR (F)=AEg b {110
where Alil;) — cnergy barrier when no field 15 present in the oxide
¢ -- clementary charge
E actual clectrode potential
i Ciccoode porennial when no hield s present

From this cquation the potennal imdependent eneray barrier can be calcubated,




When the data from the upper curve in Fioure B3 are wsed, (e

Aby ik =001 eV
[ = 163V ISCE)
ko) = 203V (SCE)y
the potential independent barriers AE;) - 018 ¢V s arrived at

This value can now be wsed to caleulate the expected slope of the other curves in
Ficare 1130 When for instance 1.O0V {SCEY s used for Fonstead of 163V
1SCEY the energy barrier QEE)Y becomes cqual to 0.09 ¢V, giving an expected stope
for the nest upper cune cqual to LT3V The broken line in the figure is drawn
with this slope. s can be seen, the fine mizht well be the assvmptote of the cun
tor low stabilization potentals. The curve deviates, however, remarkably trom the Ime
at hizher stabilizanion potentials. The remaining curves i Fiaure 413 show no sian
of the expected tunnelling effect. Other mechanisms are obviously then dominating.
The reason might be that the assumption of electron transport being rate deternining
v no fonaer valid, Tt s sl valids the electrons may now tunnel from for msuance
the conduction band in the oxide. Dogonadze ot af (16) have pointed out that if the
potential-dependent part s the dominating part of the total energy barrier, such a
tunnclling s favo arable. The above caleulated eneraies show that this will certaindy be
the case.

If clectron transport is not rate determininz, the adsorption rate and the concen-
tration of adsorbed 1" jons on the oxide surface mav determine the rate of the
hvdrogen evolution reaction. Both these factors are influenced by pH. Information on
such rate determining steps should therefore be gained by comparing results from
experiments where pHowas changed, with experiments where pll was kept constant
while other parameters were vaned. In Figures 4.14 and 4.15 the cathodic Tafel slope
is plotted o5 the stabilization potential and the pH, respectively. Since the stabili-
sation potential determines the oxide thickness, Figure .14 really shows the Tafel
slope o the thickness. As can be seen, the slope mcereases with incereased oxide film
thichness.

Contrary to Figure +.14, where the pllis hept constant, the stabilizauion potenual mn
Ficure 415 is kept constant and the pll is varied. This variation mav act in two
WAV,

First of allo a pH vanation will change the degree of adsorption. Secondivian increase
in pH o will cause @ lowering of L0, 7 ¢ the electrode potential where no field exists
across the oxide, see Equation (2.26). The difference EL(0), which determines the
oxide thickness, will therefore be changed even though the electrode potential is kept
constant. .\ plot of the transfer cocfficient oy the thickness can theretore also in this
case be made. I the data s Fiaures +.14 and 415 give the same relationship between
the transfer coefficient and the calculated thickness. the thickness variation and there-
by the clectron transter will most probably be rate determining.

In Ficure 4.16 such a thickness plot s shown. As can be seeny the results are victoaadiy
the same. N somewhat lower transfer cocttiaent seems to be obtaned when pll s
uscd as basis for the thickness caleulations, see the figure. The difference is, howeve o,
very small and probablyv not significant. The resalts in the figure therefore e a
stronr indication that the thickness, and thereby the electron transfer, still plavs the
dominating roles even an the thickness vanae 10 10 20040 Since the previous results
imdicate that direct tannefling from the metal s onhv siznificant for Tow potencals,
tunnelling from positions i the oxide seems to be respensible for the election s
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Figure 4.16 The cathodic transfer coefficient vs
calculated oxide film thickness
®pH = 5.20, Eg,,, varied
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fer. But even such a tunnelling
seems to depend on the total
oxide thickness.

Further treatment of the sub-
ject will, however, be very
speculative without more de-
tailed knowledge about the
electronic structure of the
oxide. The subject will there-
fore be discussed further in
Chapters 5 and 6.
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5 THE CAPACITANCE OF THE Al ELECTRODE
5.1 General

Capacity measurements are widely used for studying passive films. The use of the
method can roughly be divided into three main areas:

a) Determining the porous structure of the oxide film
b) Determining the thickness of the film

c) Determining the electronic structure

Capacity measurements combined with resistivity measurements at different frequen-
cies have been used by Libsch and Devereux for studying anodized Al (50,51). By
assuming some electrical analog equivalent circuits they found the method well suited
for the study of pore formation in the oxide and the formation of hydrous layers
upon the barrier layer. Since such phenomena are not particularly covered in the
present work, this subject will not be treated further here.

When no mobile charges are present in the oxide film. a space charge layer will not
be formed. The electric field will then go straight through the oxide. The oxide can
then be treated as a pure dielectric and the electrode as a parallel plate condensor.

According to the equation for this condensor, the oxide thickness will be inversely
proportional to the electrode capacity; i e

€€y

c=c (5.1)
where C — capacitance

5 — oxide film thickness

€ — relative dielectric constant of the oxide

€0 — permitivity of vacuum

The equation is well suited for calculating the oxide thickness from the capacity.
Such calculations have been used on nearly all passive met Is. Thickness measure-
ments on anodized Al based on the capacity are reported for instance by Smith (69),
McMullen et al (52) and Videm (88).

Smith (69) has plotted the inverse capacitance s the formation voltage for different
frequencies (0.2 to 10 kHz). He finds a row of nearly paralle] lines with the high
frequency line (10 kHz) on the top and the low frequency line (0.2 kHz) on the
bottom. The difference between the 2 kHz line and the 0.2 kHz linc is, however, very
small, indicating only a weak frequency dependency in this range. A similar result is
obtained by Videm (88) in the range 50 to 500 Hz.

In order to determine the oxide thickness, the relative dielectric constant of the oxide
| has to be known. In the literature, values for this constant seem to vary somewhat.
b Smith used the value 8.7 given by van Geel et al (75), McMullen ¢t al (52) used the
| value 8 and Videm gives a value of 12.5 when no corrections for roughness of the
{ electrode are made. He alsocites Harkness et al (28) and Vermilyea (78), giving values
1 of 10.2 and 10.5 respectively when corrected for the roughness.
!
|
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If mobile charges are present in the oxide, a space charge layer will be built up. This
will cause a decrease in the straight field dealt with above and it may eventually
vanish. In that case the potential does not change in the interior of the oxide. The
capacity of the electrode is then given by the equation (24)

[
o

221 2 ¥s -1 :
Co=gecolplp)I'l 1 ple)de] (5.

where p(¥s) — density of charge in the oxide surface

— density of charge in the oxide where the potential

pL) is ¢ relative to the interior

When the mobile charges are negative and the immobile are positive, the oxide be-
haves as an n-type semiconductor. For large anodic potentials, i ¢ ¢y o the
Mott-Schottky approximation can be used (11), i ¢

2N
C2=e—;—:¥—€2[—f+lnf~———‘p i (5.%)
where ¢ ~— clementary charge

Np — donor concentration

k — Boltzmann constant

T — absolute temperature

f — fraction of donors that are ionived in the

bulk oxide

A plot of the inverse squarc of the capacity vs the electrode potential will in that
case give a straight line. The slope of the line will be a measure of the donor
concentration.

An extrapolatlon of the line to C2 = 0 should give the clectrode potential where g

is equal to —[ f+1n f]. When the donors are completely ionized, f = 1 and ¢ kl
for the cxtrapolated value. By subtracting kl/e from the extrapolated clectrodc po
tential, the electrode potential where v, = 0 is found. This electrode potential is called
the flat band potential.

The method has been extensively used to determine the donor concentration and the
flat band potential on several oxide films on metals other than Al

For instance, Heusler et al have used the method to study the oxide films on Nb (32)
and Ti (1). On both these oxides they found that the donor concentration was
inversely proportional to the square root of the oxide thickness. On Nb theyv also
found that the flat band potential increased with increasing oxide thickness.

Stimming etal (70) used the capacity measurements to determine the flat band po-
tential and the donor concentration on passive Fe. While Heusler et al (1, 32) used
relatively thick oxides (150 to 280 A), Stimming ¢t al (70) used oxide films in the
order of 10 to 30 A on Fe. Stimming et al scparated the capacitance vs potential curve
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into three parts. In the first part, which extended from 0 to 0.5V, the capacitance
decreased with increasing potential. In the second part, i ¢ between 0.5 and 1.0 V it
was constant. Above 1.0 V the capacitance increased with increasing potential. In the
constant part the capacity was shown to be related to the oxide thickness and a
proportionality between the inverse capacity and the thickness was found. The Mott-
Schottky relationship was applied to the first part, ¢ ¢ the region where the capacity
decreased with increasing potential. By assuming a dielectric constant € = 12, a donor
concentration in the order of 1.5:-10%® m™® was found for a 27 A thick film. The
donor concentration was found to increase with a decrease in the film thickness. The
flat band potential was also found to be a function of the thickness. For the 27 A
thick film the flat band potential was —70 mV, while —150 mV was found fora 17 A
thick film.

The increase in capacity at high potentials was explained as due to a contribution from
the valence band and creation of holes.

In many respects the work of Stimming et al (70) on Fe is related to the present
work on Al The two oxides both have the disordered y-structure and the thickness
ranges studied are similar (~5 to 30 A). On one point, however, a difference is to be
expected. While Stimming et al observed a contribution from the valence band, no
such contribution is likely to be present on Al since the band gap here is much higher
(1-1.6 eV for Y'Fe;0;3(70) and 5.2 eV for Y'Al, 05 (72)).

5.2 Experimental

The capacity measurements were performed with an Al-electrode (99.999% Al) in an
electrochemical cell containing 1 molar acetic acid — sodium acetate buffer of
pH = 5.20. Both the acetic acid and the sodium acetate were of AR-quality. The
water was deionized and double distilled over permanganate in a quartz still.

During the experiments the electrode potential was potentiostatically controlled by a
potentiostate cquipped with an alternating current measurement device (Tacussel type
PRG2). With this instrument the potential could easily be switched from one value to
another and back again. A small alternating potential with 2 mV amplitude could be
superimposed on the main potential and the resultant current be measured, both that
in phase with the alternating potential and that 90° out of phase. From these current
components the series capacitance was calculated. The frequency could be varied
from 3 to 3000 Hz, but only 1000 and 3000 Hz were used since the frequency
dependency according to Smith (69) and Videm (88) here is small and the results
could be compared with other capacity measurements.

Sometimes the Al-electrode was electropolished in an alkoholic perchlorate solution
and anodized to 5 V in a 3% ammonium tartrate solution prior to the experiments.
This should assure an even 92 A thick oxide film.

Usually, however, the electrodes were abraded with emery paper, starting with coarse
grade, ending up with 600 mesh. Then they were etched for 10s in lukewarm 10%
NaOH solution, dipped into a 1% acetic acid solution in order to neutralize the NaOH
and rinsed in distilled water. They were then kept in the cell containing the acetate
buffer overnight at a certain potential, 1 e the stabilization potential.

N; was continuously bubbled through the electrolyte in order to remove Q. The cell

and the refercnce electrode (saturated calomel electrode) were kept in a thermostated
vessel at 25 + 0.5°C.

e
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5.3 Results

When the electrode covered with the 92 A thick oxide film is immersed into the
electrolyte and kept at —1.1 V (SCE), a pronounced increase in capacity with time is
seen. The capacity is, however, virtually potential independent, even after 28 hours of
immersion, see Figure 5.1. The potential dependency was tested by applying potential
steps of short duration (~10s). Between each step the potential was returned to the
stabilization potential (-1.1 V (SCE)) in order to ensure that no irreversible changes
had occurred. The runge covered was from —1.7 to 0 V (SCF).

After approximately 30 hours a small potential dependency was observed, see curve 7
in Figure 5.1. From now on, the potential dependency became even stronger, as also

shown by curve 8 and 9 in the figure.
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Figure 5.1 The inverse square of the  Figure 5.2 The tnverse value of the poten-

capacity vs the electrode tial independent capacity vs
potential time at -1.1V (SCE) after
Film formed at 5 V (SCE) and then kept at being anodized to 5 V (SCE)

-1.1 V(SCE) for: i) 1 hours. ii) 3.25 hours.
iii} 6 hours, iv) 24 hours, v) 26 hours,

vi} 28 hours, vii) 31 hours, viii) 48 hours
and ix) 53 hours.

In Figure 5.2 the inverse value of the potential independent capacity is plotted vs
time. As the figure shows. the inverse capacity decreases steadily from approximeately
87 m?/F at zero time to 13 m?/F after 53 hours.

By treating the electrode as a parallel plate condenser, the oxide thickness can be
calculated using Equation (5.1),1 ¢

5=€€,C! (5.1)
where C — measured capacity in F/m?

6 — oxide thickness

€ — 12 (relative diclectric constant)

€0 — 8.85° 107" ¥F/m (permitivity of vacuum)

The calculated oxide thickness was at the beginning 8.81:10° m or 88.1 A, which
corresponds well to the ch)cctvd 92 A. After 53 hours the calculated oxide thickness
was found to be 1.38:10°

m or 13.8 A. If the potential of zero field, E(O), is
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—2.03 V (SCE), see chapter 2, the potential difference across the oxide should be
0.93 V when the clectrode is stabilized at —1.1 V {SCE). This should give an expected
steady state thickness of 12 A, provided that the anodizing ratio is 13 A/V. As can be
seen, this value corresponds well to the thickness calculated on the basis of the
potential independent capacity after 53 hours.

The experiment indicates that there is a close connection between the potential
independent capacitance and the oxide thickness. It also indicates that when a rela-
tively thick oxide is kept at a low potential for some time, the oxide thickness will
decrease and probably reach a value corresponding to the new low potential. The
oxide dissolution may, however, take several days to reach the final stage.

The potential dependent capacity seems to approach a straight line in the C? vs E
plot, see Figure 5.1. Contrary to the potential independent capacity, the line seems to
be nearly independent of time. This indicates that changes in the space charge layer
and thereby the donor concentration are hardly affected at all by the oxide thickness
in this experiment.

If the Mott-Schottky approximation is used, i e Equation (5.3), the slope of the line
gives a donor concentration Np = 1.5-102® m™®. An extrapolation of the curves in
Figure 5.1 to zero, indicates a flat band potential in the vicinity of —1 V (SCE).

The capacity vs the potential was
also measured on abraded and etched
electrodes. Prior to the measure-
ments, the electrodes were allowed
/ to stabilize at a certain potential
overnight in the electrolyte. Figure
5.3 shows the result of these mea-
surements in Mott-Schottky plots.
As can be seen, the stabilization
potential has a pronounced effect on
the result. When the electrode is
stabilized at —0.9 V (SCE), a curve
similar to that shown in Figure 5.1 is
/ obtained, see the upper curve in
Figure 5.3. When the potential in-
dependent part of the curve is used
to calculate the oxide thickness, an
oxide thickness 6 =14.3 A is ob-
tained. Since the potential difference
across the oxide is 1.13 V at this
stabilization potential, the anodi-
zation ratio of 13 A/V gives an ex-
pected oxide thickness of 14.69 A.
This correspondence gives a strong
indication that the potential in-
dependent part of the capacity is still

Yy
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Figure 5.3 The inverse square of the capa-

city vs the step potential
The curves represent electrodes stabilized at different
potentials. The stabilization potential vs saturated
calomel clectrode is given in the figure.

strongly related to the oxide thick-
ness. It further shows that the oxide
thickness is related to the stabili-
zation potential, as also indicated in
previous chapters.

When the Mott-Schottky approximation is used on the potential dependent part of the
curve representing the electrode stabilized at —0.9 V (SCE), a donor concentration
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Np =~ 2.95-10% m™? is obtained. This concentration is approximately twice that found
in the oxide formed at 5 V (SCE) but then kept at —1.1 V (SCE). The flat band potential
of the electrode seems also to be di - l.ced towards more negative potentials when
compuared with the 5 V oxide.

When the electrode is stabilized at lower potentials than -0.9 V (SCE), the potential
independent part of the capacity assumes a higher value, i ¢ C? becomes lower, and may
nearly vanish. An increase in capacity is certainly to be ecxpected since the oxide
probably becomes thinner. The increase 1s, however, much stronger than would be
expected if only the thickness had changed. The oxide thickness is obviously not the
only factor which determires | .e potential independent capacity of these electrodes.

When the Mott-Scho tky approximation is used on the potential dependent part of the
capacity, it is seen that the donor concentration increases steadily with decreasing
stabilization potential when a constant dielectric constant is assumed.If the stabilization
potential is —1.1 V (SCE), the donor concentration is found to be 1.13-10?" m"3
provided that a dielectric constant € = 12 is used. A similar donor concentration was also
found by Schultze et al {(67) on oxide covered iron. This is an extremely high donor
concentration. It is nearly 10 times greater than that obtained when the 92 A thick
oxide was thinned down.’

This shows that even though the stabiii :ation potential was the same in the two cases,
and equal thickness was to be expected, the two electrodes behaved in quite different
ways. A thick oxide film which is thinned down seems to assume different properties
than oxide films formed directly on etched electrodes. The difference may, however, be
a matter of reaching complete steady state or not, and as pointed out by Vetter (83),
stochiometric changes may take time.

5.4 Discussion

In the preceding section it has been shown that capacity measurements can give
information on both the oxide thickness and the space charge layer in the oxide. The
potential independent part of the capacity curve can be treated as if the oxide were a
dielectric. The Mott-Schottky approximation can, on the other hand, be used on the
potential dependent part. A similar dualistic treatment has also been made by Schultze
et al (67) when treating the capacity on oxide covered iron electrodes. The question is
why this can be done.

In Chapter 4 it was shown that when both a space charge layer and an electric field were
present inside the oxide, the inverse square of the capacity could be written as

P>
I/cz =v2 /pg + 2 5 f pd¢ (4.25)
€€oPs o
s
or
2 ‘px’ =
P
S=vie 2 [ pdy (5.2)
C €€ o
s
where Py ~ charge density of the oxide at the surface towards the
electrolyte

C — capacity
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where A% — straight electrie field inside the oxide
€ - diclectric constant of the oxides
€o - permittivity. of vacuum
P space charge density in the oxide
X - distance from the oxide -electrolyte interface, positive when

going from the oxide to the electrolyie
¢ potential relative to the oxide surface towards the clectrolyvte

when no space charge is present

When only donors and electrons are present, the space charge density is given by the
equation

p:cND —en (5.3
where ¢ - elementary charge

NI) — donor concentration

n — electron concentration

According to Gerisher (24) the electron concentration is given by the equation

n = Ngexpl(E¢ ~Ey —co)/kT] (5.4)
where NC — effective density of states
o - energy level corresponding to the botiom of the conduction
hand
Ep - Fermi level
k Boltzmann constant
T - absolute temperature

When ¢ = 0, (¢ the potential equals that existing at the oxide surface when no space
charge is present, Equation {5.4) becomes

n® =N expl (K Ep)/kI] (5.5)
which combined with Equation (5.4) gives
n=ngexp(eg/kT) {H.6)

If the electrode is stabilized at a certain potential, the ion transport through the
oxide will reach steady state. In that case the ions will be transported through the
oxide at the same rate, indicating that the field strength is nearly constant. Virtually
no space charge layer can then be present. A small but insignificant space charge
fayer may be present if the stochiometry of the oxide changes, but since the devi-
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ation from a stochiometric oxide probably is small, it is likely that this will play a
minor role. In that case Equation (5.3) shows that N, = n.

Since the potential ¢ = Vx when no space charge is present, the donor concentration
is given by Equation (5.6) when Vx is introduced for ¢ and N, for n, 7 e

Np = N exp(exV/kT) (5.7)

where N, is the concentration of donors in the oxide surface towards the electrolyte
when no space charge is present.

If we assume that during a potential step only the electrons respond, ¢ e the donors
are virtually immobile, Equation (5.7) will still be valid for the donors. The electrons
will, however, change according to Equation (5.6). Equation (5.3) can then be written
as

p= CNOD[exp (exV/KT) —exp (ep/kT)] (5.8)

which gives the space charge density during a potential step.
The surface charge due to the space charge is then
psc=cN°D[l—cxp(aps/kT)] (5.9)

When no space charge is present, the oxide can be treated as a dielectric and the
surface charge is given by the equation

Psq = —€€o -\5/ (5.10)
where & is the oxide thickness with opposite sign of x.

If space charge is present, the surface charge density will be the sum of the two
charge densities, i e

ps=eN% [1—exp(eps/KT)] —e€o ¥ (5.11)

As Equation (5.2) shows, pg plays an important role in determining the capacity of
the electrode. Whether the Mott-Schottky approximation should be used or the oxide
has to be treated as a dielectric is largely determined by Equation (5.11). If the first
term is dominating, the Mott-Schottky approximation is likely to be valid. If the
second term is dominating, the oxide will probably behave like a dielectric.

Based on Equation (5.11) the following inequality shows the range of ¢  where the
dielectric properties are dominating

€€ Vv .
ln(l+€—N%D3)<e¢s/kF<ln(l— %’,Dg) (5.12)

In Figure 5.4 this range is shown vs the value of —(€€o/eNp)(V/8). As can be seen,
dielectric dominance is expected in the vicinity of g = 0. The range broadens when
the value of —(e€o/eNp)(V/8) is increascd. On both sides of the range, space charge
should be dominating.

Since yg is likely to be very small when the electrode potential is in the vicinity of
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the stabilization potential”, the dielectric properties should be dominating here. This
is also found experimentally since the capacitance tends to be potential independent
in this range, see Figure 5.3.
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DOMINANCE x \\
=

N \t’fz?%cz

~:td
| N
2 seace % x
CHARGE |
DOMINANCE “\i
.3 OxI0€E \\ ELECTROLYTE
Figure 5.4 The range of yp; which Figure 5.5 A schematic diagram ‘of
causes the surface charge the potential distribution
to be dominated by the in the oxide near the
dielectric properties and surface
by the space charge pro- "a" indicates the approximate potential dis-
perties, respectively tribution in the space charge laver.

Equation (5.2) shows that in addition to the surface charge density pg, there is ano-
ther important parameter which determines the capacity. That is the integral

P Po L2
L= [ pdp=eN° [ [ exp(exV/kT)dp — [ exp(ep/kT)dy] (5.13)
¥s ¥ Ps

As the equation shows, the integral can be divided into two parts

¢-
I, =£ exp(exV/kT)dy (5.1
and :
P
I, = [ explep/kT)dy (5.15)
Ps

I; can easily be integrated, giving the following equation

1, = k('—.r[exp(wm/k'r) - exp(epg/kT)] (5.16)

I, on the other hand is very difficult to resolve. It may, however, be worth while to
divide it into two parts according to Figure 5.5.

* At the stabilization potential virtually no space charge layer should he present due to the straight
electric field produced by the steady state ionic transport
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In the first part, e for x =0 to x = u, the space charge laver is dominating. In the
second part, 7¢ for x=u to x = -9, the clectric field can be treated as nearly
constant. In that case we have

‘u Y.
[y = exp(exV/kT)dg + [ exp(exV/kT)dp (5.17)
#s Yu

where the second part readily can be integrated since ¢ = x-V there. By introducing
the result into Equation (5.13), the following equation for I is derived

Yu
Ly =eN® [ J exp(exV/kT)dy - kc~rcxp(qpu/k'l‘)+ I‘C—Tcxp(c«,os/k'l'}l (5.18)
¥s

The integral in Equation (5.18) is still difficult to resolve. An approximate solution
can, however, be obtained if the potential in the space charge layer is assumed to
follow a straight line, line "a™ in Figure 5.53. In that case

~ X 4
w_\ps"ﬁ_(‘pu_¢s) (Jlg)
and
dp~2u b5 4 (5.20)
If this is introduced into Equation (5.18), the rollowing solution can be obtained

s

u

. oy P o~ ..
I;=N%, kf[exp(cgos/kl)~\p—lslcxp(c\pu/kl%'( ) (5.21)

which introduced into Equation (5.2) gives

2
Ps w2, 2 o v a1y P P, = o
o vZ+ E?(;_N Dk[[exp(ups/l\'l)—r&i»cxp(egpu/kl) -(1 ‘»p—i)] (5.22)

Three cases which may be of importance to the experiments may now be discussed:

a) The space charge is of minor importance. In that case ¢ and ¢ are both in
the vicinity of zero.

b) ¢, has a large negative value due to anodic polarization. ¢, is still small due to
either a small electric field inside the oxide or due to a space charge laver which
is concentrated at the surface.

¢) g has a large negative value and y|, has a large value due to a space charge layer
which extends into the oxide where also part of a straight electric field exists.

In case a exp(eps/kT) and expleg, /kT) can be expressed in the form 1+ep /kT and
I+ep /KT respectively. This results in the second term in Equation (5.22) vanishing
and the equation becomes equal to

2
C_g ~ V2 (5.23)
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14 . .
Since pg = —€€g )’5 in that case, the equation for the parallel plate condensor is ob-
tained, !¢
C = {5.1)
This clearly shows that thickness mcasurements can be made by using the capacity if
the electrode potential is in the vicinity of the stabilization potential where ¢s and ¢,

are small.

In case b explep,/KT) can still be expanded while expleg /kT) goes towards zero.
Equation (5.22) will then be

pi -3 2 -0 2 0 e = <)
25 2 V22 N0 e~ = N K (5.24)
Ce €€y b ws €€ D

Since now pg > ¢NJ), the inverse square of the capacity will be

1 v? 2 kT 2 .
oo~ . T T &, .)25
C?  e*N)? ees N} eeoND ° ( )

which is a modified Mott-Schottky equation. The slope of the line in the Mott.
Schottky plot will have the usual value except for N}) being now the donor concen-
tration in the oxide surface towards the electrolyte and not necessarily that of the
bulk oxide.

In case ¢ Equation (5.22) will be

&1}
[}
(@2}

Z

pg v 2 [ D . ‘ps
2 = V2. T NI KkTexp(ep, /kT) =2
c? eeg D plevy/ )‘Pu (

Since o = eN}) still is to be expected, the inverse square of the capacity will be

1 v? 2 kT -
e S exple k1l 5.27
(:2 Cz ng)z €€ cN(l)) C‘Pu P( ‘pu/ )‘ps (J 1)

which shows that a straigcht line in a Mott-Schottky plot is still to be expected, but

with a slope which s Cé expley, /kT) greater than the normal slope. Since ¢, >
- . u . -

kl/e, (.L.u cxpleg /KD > 1o which indicates a steeper curve.

If cases a and ¢ are compared with the experimental results, case b seems to be more
hikely than case ¢. By using ¢ an even higher donor concentration than those given
will be obtained. This is very unlikely since the donor concentration is alrcady ex-
tremely high. For such donor concentrations the Debve length will be very short,
indicating that most of the space charge layver will be situated just beneath the oxide
surface. This is also in accordance with the assumptions made in case b. This gives a
strong indication that the donor concentrations obtained from the experiments when
the Mott-Schottky approximation is used. really represent those existing in the oxide
surface.

A similar conclusion was also drawn by Schultze ¢t al (15) when treating the oxide
film on iron. They pointed out. however. that with such high donor concentrations
the diclectric constant must be much higher than in normal oxides. If this is assumed
also for Al, the calculated donor concentrations have to be reduced by approximately
one order of “itude.
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6 THE INFLUENCE OF IMPURITIES ON ALUMINIUM

6.1 General

In a review article concerning impurity effects on the corrosion of aluminium, Franke
(21) in 1955 stated that the protective properties of the surface film on this metal
are extraordinarily strongly affected by impurities. The effect is usually a negative
one, t e, while the pure metal is relatively corrosion resistant, the addition of impuri-
ties largely decreases the resistivity.

The impurities can act in two ways:
a) They may form local elements in the surface, which may act as local cells

b) They may enter the oxide film evenly and chuuge the properties of the film

Early and also more recent works on impurity effects emphasize the local cffect.
Franke, for instance, stresses that when the impurities are in solid solution, their
influence is relatively insignificant (21).

Straumanis et al (71) studied the effect of minor alloying elements on the corrosion
of Al The test samples were immersed into 0.5 N solutions of NaOH, Ba(OH), and
NH4OH and kept at open circuit. On the basis of weight loss measurements they
found that when elements like Pt, Fe and Cu, which normally have low hydrogen
overvoltage, were alloyed into Al, the corrosion rate increased. The increase was
proportional to the logarithm of the concentration of these elements in the alloy.

With elements like Zn, Sn, Pb and Si, the corrosion rate either increased shghtly, was
retarded, or there was no effect on the corrosion rate at all.

Straumanis et al concluded that ... the fact that the rate of dissolution of Al in
basis increases gradually with the content of minor metals of low overpotential can be
explained only by the activity of local elements”.

Since the corrosion rate is dependent on the rates of both the anodic Al dissolution
reaction and the cathodic reaction (vither the hydrogen evolution or the oxygen
reduction), the effect of the impurities will be difficult to analyse from the above
results. The anodic and cathodic reactions have to be separated.

Kunze (47) performed electrochemical studies on aluminium containing 4-10%% Fe,
and compared the results with those obtained with pure Al. The Fe content was
either homogeneously dispersed in the Al or formed separate eutectic phases, i e
Al Fe. In both cases the cathodic reaction, ¢ e the hydrogen evolution, was influenced
by the Fe content. No data were presented on the effect of Fe on the Al-dissolution
reaction.

Kunze interprets his data by assuming that local cathodic sites are formed. Even in
the case of homogeneously dispersed Fe he assumes that Al dissolves, leaving Fe
behind in the surface, which then acts as cathodic sites.

Although not studying the impurity effects in particular, Nisancioglu et al (56) ob-
served that highly localized attack took place on their relatively impure Al-electrode
when it was cathodically polarized. Since the effect was cspecially observed in unbuf-
fered solutions, they assumed that the attack was caused by a local increase in the
alkalinity duc to higher hydrogen evolution in the vicinity of the impurities. The
enhanced hydrogen evolution was explained as due to either a formation of local
cathodic sites or as an increase in the electronic conductivity of the barrier layer here.
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That such an increase in electronic conductivity is to be expected was demonstrated
as early as in 1936 by Hartmann (29). During a study of the electric conductivity of
Al, 05 he found that the conductivity at room temperature increased 1000 times, i e
from ~107Q2'm™ to 10 Q2 m™!, when small amounts of Fe were introduced.

In order to study the influence of such effects on the electrochemical properties, it is
desirable to have an alloy where all the impurities are dissolved in the Al metal.
Certainly the effects may still be there when local phases are present. It is, however,
likely that the oxide above and in the vicinity of these phases will behave differently
than the rest. This will cause local effects which may be confused with the local
cathodic effects described above.

There is one method of alloying which lends itself to studies of evenly distributed
alloying elements; that is, ion implantation. When ions are sputtered onto a metal
surface, they penetrate the surface and form an alloy beneath the surface. The ions
behave here as if fully dissolved. Using this method, even metals which are normally
completely insoluble in Al can be studied in the dissolved state. Ion implantation has
been used by several authors in the study of impurity effects on Al (3—5,8,74).

Al-Saffar et al (5) showed that when Mo was implanted in thin Al foils, no sign of
separate Mo phases could be seen by transmission electron microscopy after the
implantation, indicating that Mo was fully dissolved. When the foils were aged at
393 K for 48 hours, separate phases of Mo were formed and could easily be seen
under the electron microscope.

Using a three-sweep potentiodynamic polarization technique, Al-Saffar et al separated
the anodic and cathodic reactions. They obtained a cathodic curve that was displaced
approximately 0.4 V towards more noble potentials by the implantation. To test
whether the implantation technique as such was responsible for the displacement, or
whether it was due to Mo, Al and Ar ions were implanted. Except for the first scan,
no effect was observed from Aland Arions. The results clearly show that Mo dis-
solved into Al decreases the cathodic polarization, ¢ ¢ enhances the hydrogen evolu-
tion. Since this also brings the open circuit potential in a noble direction, the oxide
film will grow thicker. This again will probably give the Al-surface a more stable
oxide film.

A similar effect was also found when Cr was implanted instead of Mo. Ni, on the
other hand, behaved in quite a different manner. The Ni-alloyed electrode showed an
even higher rate of hydrogen evolution than the Mo- and Cr-alloyed electrodes. The
anodic reaction, which in the case of Mo and Cr underwent only small changes, was
changed completely when Ni was implanted. When the anodic curve was compared
with that of pure Ni, they were found to be nearly identical in the passive range. This
indicates that the oxide film formed on Ni-implanted Al is converted to a film similar
to that formed on passive Ni. This is in contrast to the effect of implanted Mo and
Cr which merely modified the existing aluminium oxide film. The modification is
probably a result of an increased electronic conductivity of the film since the hydro-
gen evolution reaction is enhanced.

When the common alloying technique i ¢ melting is applied, one is restricted to using
alloying elements which have a high degree of solubility in solid Al. Such an element
is Si, which at 577°C has a maximum solubility of 1.59 At % (27). If therefore the
alloy is quenched at this temperature, the Si should be evenly distributed. Since Si**
is the most stable ion of Si, that ion will probably enter the oxide film where it will
modify the electronic conduction of the film. Studies of such an alloy can thus reveal
the action of dissolved impurities on the oxide film. If the results are compared with
those obtained from alloys containing locally formed phascs, a more detailed picture
of the impurity effects can be obtained.

A |




6.2 Experimental

The test electrodes consisted of super pure Al alloyed with certain amounts of alloy-
ing elements (Si, Fe and Sn).

Before use, the electrodes were abraded to 600 mesh with emery paper, ctched in a
lukewarm 10% NaOH solution, dipped into a 1% acetic acid solution and thercafter
rinsed in distilled water.

The electrolyte consisted of an acetic acid sodium acetate bufter of pH =5.25. The
acetate concentration was kept constant at 1 M.

Before the experiments started, the test electrodes were kept overnight in the electro-
lyte at a certain potential, ie the stabilization potential. The temperature was
25+ 1°C. N, was bubbled through the electrolyte in order to remove O,.

In order to obtain the anodic and cathodic reaction rates vs the potential, the poten-
tial step technique described in Chapter 4 was used.

The Mott-Schottky plots used for calculating the donor concentrations were obtained
by the same technique as that used in Chapter 5.

6.3 Results

Figure 6.1 shows typical Tafel plots obtained by the potential step method. The
curves represent electrodes containing different amounts of Si (mole fractions from
2.4'10™* to 6.9:107%). The stabiliza-
tion potential is the same, e
—1.1 V(SCE). As can be seen, the
cathodic curve is displaced towards
higher cd values when the Si con-
tent is increased. The anodic curve
77 is, on the other hand, hardly aifec-
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Figure 6.1

Anodic and cathodic Tafel cur
ves frcm potential steps applied
on Si containing Al-electrodes
stabilized at —1.1 V (SCE)

pH = 5.25

to the central line shown in Figure
+.11 and represents the results ob-
tained from unalloyed Al As can
be seen, the results from alloved
clectrodes arc scattered around the
line. While the Si alloved electrodes
seem to lie nearly on the line, there
scems to be a slight tendency for
the Fe alloved clectrodes to be dis-
placed somewhat towards higher
stabilization  potentals.  The  Sn

alloyed electrodes, on the other hand, secm to hc displaced towards lower stabiliza-
tion potentials. The displacements are, however, in hoth cases very small and may not
be significant at all. The conclusion must therefore be that the alloving clements do
not affect the anodic reaction rate to any great extent.
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Figure 6.2 The clectrode potential of diffe- Figure 6.3 The cathodic reaction

rent alloys at j,= 0.02 Am? vs rate at a certain electrode
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pH = 5.25. (SCE)) wvs the stabili-

zation potential

Mole fraction of Si is given by numbers in
the figure.

In Figure 6.3 the cathodic reaction rate of Si alloyed electrodes is plotted vs the
stabilization potential, i ¢ vs the oxide thickness. The reaction rate chosen is that
obtained at an electrode potential of —1.25 V (SCE). The conditions correspond to
those for the lower curve in Figure 4.13, but then for pure Al Just as for pure Al,
the cathodic reaction rate decreases with decreasing stabilization potential. The de-
crease is even larger for alloyed than for pure Al If the reaction rates at a lower
electrode potential are plotted instead, flatter curves are obtained, just as for pure AL
No straight line similar to the upper curve in Figure 4.13 was, however, seen.

As Figure 6.3 shows, the Si content in Al has a marked influence on the cathodic
reaction rate. When the rate at a certain stabilization potential, 7 ¢ a certain oxide
thickness, is plotted vs the Si content in a log—log plot, a straight line with 45° slope
is obtained at low Si concentrations, see Figure 6.4. This indicates a proportionality
i between the cathodic reaction rate and the Si content of the Al. When the mole
' fraction of Si is above 2:10°3, the cathodic reaction rate becomes independent of the
Si concentration. One remarkable fact is that the cathodic reaction rate for pure Al is
always above the rates obtained with the Si alloyed Al

The results from the capacity measurements are shown in Figure 6.5 as Mott-Schottky
plots. The figure shows that, like pure Al, the capacity for alloyed electrodes is
potential dependent. From the slope of the straight lines it can be seen that the
electrode containing the smallest amount of Si also has the lowest donor concentra-
tion, { e the highest slope. The more Si the electrode contains, the lower becomes the
slope, indicating a higher donor concentration. This implies that Si ions enter the

- |
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Figure 6.4 The logarithm of the cathodic  Figure 6.5 Mott-Schottky plots of Si con-
reaction rate at —1.25V taining Al-electrodes stabilized
(SCE) vs the logarithm of the at —1.1 V(SCE).
Si mole fraction
Egyap= —1175 V (SCE).

oxide from the alloy and act as donors in the oxide. But, once more, the pure Al
behaves in a peculiar way and has a higher donor concentration than the Si alloyed
electrodes.

Also iron influences the cathodic reaction rate. In Figure 6.6 this rate at a certain
electrode potential is plotted vs the stabilization potential. The plot is similar to that
in Figure 6.3, but now the alloying element is Fe.

As can be seen from the figure, the Fe-alloyed electrodes differ from those alloyed
with Si in that they have higher reaction rates than the pure Al electrode. An
exception is the electrode having the smallest concentration of Fe, /e with a mole
fraction of 1.26-10™.

There seems to be a general increase in the cathodic reaction rate with increasing
stabilization potentials. The data on the right-hand side of the figure, which represent
high stabilization potentials, are, however, quite irreproducible. The exact shape of
the curves is therefore difficult to establish. On the left-hand side the data are more
reproducible. These data are therefore used to determine the relationship between the
reaction rate and the concentration of Fe in Al, see Figure 6.7. By comparing this
figure with Figure 6.4, it can be seen that the Fe-alloyed electrodes differ from
Si-alloyed electrodes in various ways. Generally the Fe addition has a greater effect
on the reaction rate than the corresponding Si addition. No maximum reaction rate is
observed and the curve deviates from a straight line at low concentrations. But just as
for Si, a small addition of Fe to pure Al seems to reduce the reaction rate. To obtain
this latter effect, the Fe additions must, however, be extremely small.




l log(je/Am ) l foglje’Am’-)

zﬁ 2
Xh = 4710

14 .

04_/7-\‘" Xge=9.7-10"

- BT
___/\ Xge=24-10
-1+ .

\
’pu_R_E_e__—

2 :__/-h Xge ™ 1.26- 10

W — m——

T T A AJ T T T T T T
12 1 10 09 08 S T
Eqppq/VISCE) 100 Xg,

Figure 6.6  The cathodic reaction rate Figure 6.7 The logarithm of the catho-
at an electrode potentul of dic reaction rate at
~1.25 V(SCE) vs the stabi- ~1.25 V' (SCE) vs the loga-
lization poter .al rithm of the Fe mole frac-

Mole fraction of Fe is given by numbers in the tion

figure.

6.4 Discussion

The fact that the anodic reaction is nearly independent of the impurities has several
implications.

First of all, it shows that the ion transport through the oxide film is still dominant in
the metal oxidation process. Weak areas in the vicinity of an impurity concentration
may give rise to local effects which can be seen under the microscope. Such effects
can, however, hardly play an important role. At most, they may cause a slight
deviation from the line in Figure 6.2.

Since the alloyed electrodes roughly follow the straight line in the figure, it can be
assumed that the same relationship between the stabilization potential and the oxide
thickness described in Chapter 4 for pure Al, also is valid for alloyed Al. This may be
an important fact to be aware of when the cathodic reaction rate is considered.

Unlike the anodic reaction, the cathodic reaction depends strongly on the alloying
elements. As shown in Figure 6.4, the cathodic reaction rate is linearly dependent on
the Si concentration up to a certain limit.

In Chapter 4 it was suggested that the cathodic reaction could be used as a measure
of the electronic conductivity and thereby be a measure of the free electron concen-
tration in the oxide. Since Si alloyed into the metal increascs the free electron
concentration of the oxide, 8i probably enters the oxide from the metal and acts as a
donor in the oxide film.

When the mole fraction of Si in the alloy is increased beyond ~2-107%, no further
increase in reaction rate is observed. This indicates that the oxide at this concentra-
tion is saturated with Si.

That Si really acts as a donor can be seen from Figure 6.5 which shows Mott-
Schottky plots for Si-alloyed clectrodes. Since the slope of the lines in such plots is
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inversely proportional to the donor concentration, the figure shows that the donor
concentration increases with increasing S1 content in the alioy. As further shown by
the figure, the difference in donor concentration between the two electrodes contain-
ing the highest amounts of Si is very small. This is also to be expected since they are
both in the saturation range shown in Figure 6.4.

A calculation of the donor concentration in the oxide on the alloy containing an Si
mole fraction equal to 2:10% shows that 3.8:10%* donors are present per cubic
meter, provided that the relative dielectric constant of the oxide is 12, If the specific
gravity of the oxide is 3.423 g/cm?® (25), the oxide will contain 1.01-10%° jons per

cubic meter. Assuming the donors to be identical to the Siions, the mole fraction of

Si ions in the oxide will be 3.7 1073, Schultze et @l (67) points out that oxides havinz
such high donor concentrations probably will have diclectric constants at least ten
times larger than the normal oxide. In that case the donor concentration, and therchy
the mole fraction of Si in the oxide, must be reduced correspondingly. The maximum
solubility of Si in the oxide must then be in the order of 3.7:.10% 1o 3.7-10%,
depending on the dielectric constant.

The equilibnum constant for the distribution of Si between the oxide and the metal,

xgi(ox)/xg;(al) = kg; (6.1

can also be calculated. This can be done by using the maximum donor concentration
and the alloy concentration where the sloped line in Figure 6.4 intersects the horizon-
tal line. The calculation shows that kg; has a value between 0.16 and 1.6 depending or
the dielectric constant.

Despite the fact that the free electron concentration increases with increasing Si
content in the alloy. both Figures 6.4 and 6.5 show that pure Al contains more free
electrons than the Si alloyed Al This can be explained either by assuming that small
amounts of Si form trapping centres for electrons in the oxide or that the oxide on
pure Al contains a larger number of stoichiometric defects than the oxide on the
Si-alloyed Al. As pointed out by Heusler et al (35) for niobium oxide and by Méaller
etal (53) for tin oxide, stoichiometric defects may act as donors. In that case the
primary action of small Si additions is to decrease these defects and then, if more Si
is added, to act as donors themselves.

In Figure 6.5 the electrode having the smallest amount of Si (xg; = 5-10%) has a
lower slope than might be expected. An extrapolation of the sloped fine in Figure 6.4
to an Si concentration equal to 5-10°5 gives an extremely low donor concentration.
Since such a low donor concentration is not found in the Mott-Schottky plot. sce
Figure 6.5, the extrapolation is probably not valid. The explanation for the discre-
pancy may be that the donors which exist in the oxide on pure Alare not fully
neutralized by such a small 8i addition. The actual donor concentration is therefore
higher than would be expected from the extrapolation of data obtained with elec-
trodes of higher Si content.

With a constant Si content the cathodic reaction rate is scen to increase with increas-
ing stabilization potential. This was also found with pure Al at relatively high poten-
tials, see the lower curve in Figure 4.13. The increase is more marked on the Si
alloyed electrodes, however, especially when the Si content is low. The increase may
not have anything to do with the oxide thickness. but may merely be an cffect of the
space charge layer in the oxide surface towards the electrolyte. The increased reaction
rate indicates that the electron concentration in the oxide surface towards the clectro-
lyte is increased on an increase in the stabilization potential. That such an increased
electron concentration is likely to occur can be illustrated by the potential distribu-
tion scheme used by Vetter {83) but modified to include space charge lavers. Such a
modified scheme is shown in Figure 6.8. In this figure the potential distribution is




shown for two electrodes stabilized at
two different potentials. From these po-
tentials, steps are made to one and the
same  clectrode potential  (the broken
curve in the figure). T'he magnitude of the
steps are denoted AE; and AE; respec-
tively. The largest part of the change is
assumed to take place across the oxide. In
that case the changes at the oxide electro-
lyte interface, 1¢ M3 and 2723 in the
figure, become small. The result is an
upward bending of the potential curve in
the oxide near the surface like that
indicated in the figure. The eclectrode
which is stabilized at the highest poten-

Figure 6.8 The potential distri- tial, 7 ¢ in the figure has an oxide thick-
bution in the electrode ness equal to §,, will have the largest
during potential tran- bending and thereby also the most nega-
sient  experiments tive space charge layer. The surface elec-
when space charge is tron concentration will therefore also be
present high on this electrode. In general, it is

therefore to be expected that a step made

from a high potential will create more
electrons in the surface than a step made to the same potential but from a lowa
potential. Obviously, this effect is more pronounced on oxides having a low concen-
tration of free electrons than on oxides where the concentration is high. Since elec-
trodes containing small amounts of Si also have the lowest electron concentration, the
effect should be more pronounced on such electrodes. This seems also to be the case,
see Figure 6.3.

Unlike Si, Fe has a Jow solubility in Al The mole fraction at maximum solubility
(at 633°C)is as low as 2.52.10-% (6). Above this concentration FeAly is formed. At
600°C, where the alloys used are homogenized, the mol fraction of soluble Fe is
1.2:10°*. This means that among the alloys tested, only that having the lowest mole
fraction of Fe, 7¢ 1.26:10%, will have Fe mainly in the dissolved state. All the other
alloys will contain Fe mainly in the FeAly phase.

When the two phases are in equilibrium, the activity of Fe dissolved in Al is given by
the equilibrium conditions. This means that when the Al is saturated with Fe, the
activity of Fe dissolved in Al will be constant and independent of the excess Fe. In
our case a certain Fe activity is obtained at 600°C. When the alloy is quenched, Al
will be supersaturated with Fe. If no FeAl; is formed during the quenching process.
the activity of Fe will be that cxisting at 600°C but corrected for the change in
temperature. In spite of this change, the activity should still be independent of the F
excess. It will, however, be very sensitive to the homogenization temperature. 1f only
the dissolved Fe were involved in the cathodic process, the cathodic reaction rate
would be independent of the total amount of Fe. As Figures 6.6 and 6.7 show, this is
not the case. The reaction rate is highly dependent on the total Fe content. This gives
a strong indication that the observed increase in rcaction rate is due to the FeAls
phase. -

Since the FcAl; phase is randomly distributed on the surface, an uneven action on
the oxide film is to be expected. The change in clectronic properties will probably be
larger immediately above and in the vicinity of the FeAl;y phase. Local effects are
therefore to be expected. Since the fraction of the surface occupied by the FeAly
phase is roughly proportional to the 2/3 power of the total amount of Fe in the
alloy, the experimental data should follow the line with slope equal to 2/3 indicated
in Jigure 6.7.
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The distribution of FeAl; may vary from electrode to electrode and even from
surface to surface. Some irreproducibility is therefore to be expected. This may
explain why highly irreproducible results are observed in Figure 6.6, especially at
higher stabilization potentials.

At low Fe concentrations the cathodic reaction rate decreases quite rapidly with
decreasing concentrations of Fe. The rate becomes even smaller than the rate for pure
Al, see the results from the electrode having the lowest Fe concentration. This is in
accordance with the results obtained on Si alloyed electrodes. Since the Fe concen-
tration then is in the vicinity of that corresponding to maximum solubility, Fe will
mainly be dissolved here. This may explain why similar effects as those observed on
Si-allnyed electrodes are observed at low Fe concentrations. In low concentrations,
also Fe seems to decrease the donor concentrations caused by the stoichiometric
defects in the oxide.

When Fe is used as alloying element, no saturation effects like those observed on Si
are found. In the total range studied, the cathodic rate increases with an increase in
the Fe content. This indicates that the solubility of Fe in the oxide is higher than
that of Si. This is also reasonable, since Y'Fe,0; and y'Al, O, are very similar. The
oxide above and in the wicinity of FeAl; may therefore contain a high concentration
of Fe which may give rise to the high electronic conductivity indicated by the high
cathodic reaction rate. The experimental results are in this context quite meagre,
however. No safe conclusions can therefore be drawn.

The experiments have shown that no serious effects of alloying elements are found on
the anodic metal dissolution reaction. The cathodic reaction is, on the other hand,
highly influenced by the alloying elements. Both the elements dissolved in the Al
phase and those forming separate phases seem to be active. They seem to enter the
oxide and have there two effects. In low concentrations they reduce the donors in
the oxide formed by stoichiometric defects. In higher concentrations they act as
donors themselves.
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7 THE PROPERTIES OF OXIDE COVERED Al - AN OVERVIEW

The electrochemical properties of aluminium in aqueous solutions depend totally on
the properties of the oxide film which is formed on the metal surface. The film, and
thereby the metal, is quite stable in neutral solutions. In acid and alkaline solutions
the metal dissolves readily, but even this dissolution takes place via the oxide film
(34).

Two main groups of oxides are formed on the metal surface during anodization: the
barrier film and the porous film. Which of these is the dominating film depends on
the electrolyte where the anodization takes place. The barrier film is probably always
formed 10 some extent. In some electrolytes it is the only film. It may grow to
approximately 5000 A when sufficient anodization voltage is present. The steady state
anodic film will then be proportional to the anodizing voltage.

In some electrolytes the barrier film can grow only to a certain thickness. If a
constant anodic current is flowing, the potential will first increase to a certain value.
When this is reached, the voltage will flatten and may even drop somewhat before it
becomes constant. The film will, however, continue to grow beyond this point. Upon
the barrier film which was first formed, a new porous oxide film will be built up. The
porous layer may become relatively thick.

The barrier layer is very compact and consists mainly of ¥'Al, O3, which has a highly
disordered inverse spinel structure (80). A similar structure, ¥ Fe,0;, is also found
on passive iron (92). It is usually assumed that it is the barrier oxide which deter-
mines most of the electrochemical properties of the oxide covered Al-electrode (7).
since both ion and electron transport is hampered, but has to take place through this
oxide. In steady state a nearly constant electric field in the order of 7-10® V/m exists
across the barrier film (88). This field is due to a constant ion transport through the
film which is necessary for fulfilling the conditions at the barrier oxide—electrolyte
interface in steady state. These conditions are set by the oxygen exchange reaction
between the barrier oxide and the electrolyte, which in steady state has to proceed at
equilibrium.

Even though most of the electric field is situated across the barrier layer and the
transport processes therefore are mainly controlled by this film, the porous layer may
play a certain role (57). This is mainly due to the electrolyte diffusion barrier which
the porous film represents. Concentration differences inside the porous oxide may
then easily occur. Such effects will especially be observed in unbuffered solutions and
when the cathodic hydrogen evolution reaction is enhanced. In that case a rise in pH
at the barrier oxide surface will take place. Such an enhanced hydrogen evolution
may be observed on impure Al and also when the potential is lowered. The change in
pH may give rise to the enhanced attack of the aluminium electrode observed at low
potentials in connection with “cathodic corrosion” (57).

Thermodynamic calculations may give the electrode potential where no electric field
exists across the oxide (69). Although it is pH dependent, this potential is usually far
below potentials normally obtained on the Al-electrode, which means that an ano-
dic” field is nearly always present across the oxide. The experiments described in this
work indicate that also when no outer “anodization” voltage is applied to the elec-
trode, the field across the oxide film in steady state is nearly constant. Consequently,
the proportionality between the potential difference across the oxide in steady state
and the oxide thickness is still the same as that found during anodization. Even if the
cathodic reaction is dominating and a cathodic total current is flowing, the propor-
tionality seems to exist. This means that the potential at which the clectrode is
stabilized, 1 e the stabilization potential, plays an important role in determining the
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oxide thickness. When the stabilization potential is [ow, extremely thin oxides may be
present on the electrode surface.

Except for very low stabilization potentials, the steady state anodic reaction rate
seems to be nearly independent of the potential. This is however probably only the
case in buffered solutions where the pH is kept constant at the electrode surface. The
same rate can then be found whether the clectrode potential is 5V (SCE} or
—0.9 V (SCE). This indicates that the relationship found during anodization between
the steady state anodic rate and the field across the film is still valid at low poten-
tials. This can also be shown by measuring the change in current density during
potential steps. If the steps are of short duration. the electric field across the oxide
can be changed without changing the oxide thickness. The relationship between the
field strength and the anodic reaction rate is then found to be the same as that
observed during anodization.

When an electrode is anodized to a certain voltage and a barrier oxide with a certain
thickness is formed, the oxide can be thinned down again by decreasing the voltage.
The thinning process is, however, very slow and several days may elapse before a new
steady state thickness is arrived at. This is demonstrated by capacity measurements. A
slow thinning is also to be expected since the film dissolution rate is determined by
the slow process of oxygen ions being transferred from sites in the oxide to an
adsorbed state, a process which is ¢ ' - weakly dependent on the potential. The
growth of the film is, on the other hand, determined by the opposite reaction, and
since the concentration of adsorbed oxygen ions is highly potential dependent, the
rate of growth can be greatly increased by an increase in the anodic potential (91).

Capacity measurements show that two types of capacities are observed: one which is
independent of potential steps and one which decreases with increasingly positive
potential steps.

The potential independent capacity can be treated as a paralle]l plate condenser and
gives us a means of determining the oxide thickness. The thickness ~potential relation-
ship could be verified by this method.

The potential dependent capacity could be treated according to the Mott-Schottky
approximation whereby the donor concentration in the oxide could be determined. In
accordance with the results from iron electrodes covered with thin oxide films (70),
extremely high donor concentrations were also found on Al-clectrodes, indicating a
highly disordered oxide. The donor concentration could he decreased by adding small
alloying elements to the Al-metal, indicating that these elements enter the oxide
where they are able to decrease the defects in the structure to some extent.

The alloying elements seem to have insignificant effects on the anodic metal dissolu-
tion. The ion transport through the oxide, and thereby also the thickness—voltage
relationship, seems therefore not to be affected by these elements.

The cathodic hydrogen evolution reaction, on the other hand, is highly affected.
Small amounts of alloying elements secm to decrease the cathodic reaction rate just
as they decrease the donor concentration. This indicates that the cathodic hydrogen
evolution reaction rate is determined by the electronic properties of the oxide.

When small amounts of Si are alloyed into Al, they dissolve completely in the metal.
Experiments with such alloys have shown that the cathodic reaction rate at a certain
potential is proportional to the Si mole fraction up to a certain limit where it is
independent of further Si additions. This limit is below the solubility limit of Si in
AL Tt is believed that the oxide at this point is saturated with Si. Even though the
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cathodic reaction rate increased with increasing Si content, it remained below the rate
observed on super pure Al indicating that the donors formed by the Si addition are
still less than those formed by stoichiometric defects in the oxide on pure Al

When Fe is alloyed into Al, a separate phase, Al;Fe, is formed and only an extremely
low amount of Fe is dissolved in the Al phase. This indicates that the Al will be
saturated with Fe even when the Fe addition is small. In spite of this, the cathodic
reaction rate is increased by the Fe additions and no limiting rate like that of Si is
observed. The rate 'soon becomes much faster than on pure Al. This gives a strong
indication that not only impurity elements dissolved in the metal, but also those able
to form separate phases may influence the cathodic reaction rate. It is to be expected
that in the latter case the oxide will be unevenly affected and local effects will arise.
Even though the anodic reaction a priori is not affected, a slight enhancement in the
vicinity of the local phases is to be expected, either due to a weaker oxide here or
due to higher alkalinity. The latter will probably be more pronounced in unbuffered
solutions. Such local effects have been observed by several authors.

As the oxide properties play an important role for the stability of the metal, the
effect of the impurities gives us @ means of controlling these properties and thereby
the stability of the metal. By introducing the right impurities in the right manner, it
should be possible to compose oxide films which have properties best suited for a
certain utilization.

On the other hand, the oxide properties are very sensitive to changes in the surround-
ing medium. The stability of the metal will therefore be vulnerable to minor consti-
tuents which are difficult t. control.
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LIST OF SYMBOLS

23,43 activity of AI** in the oxide surface

232 activity of 0% in the oxide surface

3ag* activity of H' in the electrolyte

A=j preexponential constant in the equation of anodization

A(E) potential dependent term in the tunnelling equation (in-
dependent on the oxide thickness)

B constant in the equation of anodization

Bj, B, constants in Dignam’s equation of ion transport in oxi-
des

cd current density

Cc electrical capacity

e elementary charge

E electrode potential

E(0) electrode potential when there is no electric field in the
oxide

Ey. potential difference between the metal and the oxide

E, potential difference across the oxide

Eys potential difference across the oxide electrolyte inter-
face

E. energy level corresponding to the bottom of the con-
duction band

Eg energy of the Fermi level

Ep anodizing voltage

Ej electrode potential at constant current density

Egtab electrode potential at steady state

AE change in electrode potential during a potential step

AEp mean energy barrier height in the oxide when no field

is present

AE,(E) mean energy barrier height in the oxide




Ja
Je

Jca

SCE

SHE

fraction of donors that are ionized in the bulk of the
oxide

Faraday constant

Gibbs free enthalpy

Planck constant

current density

anodic current density

Al dissolution rate

charging current density
electronic current density

ionic current density
preexponential constant in the equation of anodization
rate of oxide formation
Boltzmann constant

effective mass of electron
effective density of states

donor concentration in the oxide

donor concentration in the oxide surface towards the
electrolyte when no space charge is present

potential difference

constant in Dignam’s equation of ion transport
charge of the total space charge layer

series resistance

gas constant

time dependent parameter in Dignam’s equation of ion
transport

saturated calomel clectrode
standard hydrogen electrode

time




™ ™

~
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absolute temperature

anodization ratio = 14 A/V

electric field across the oxide

distance

mole fraction

reaction order of H" in the oxide formation reaction
reaction order of H' in the metal dissolution reaction
constant in Young's equation of anodization

charge transfer coefficient

constant in Young's equation of anodization
effective transfer coefficient for the oxide formation
effective transfer coefficient of the Al dissolution
oxide thickness

potential dependent term in the tunnelling equation (in-
dependent of the oxide thickness)

relative dielectric constant of the oxide
permittivity in vacuum

overvoltage at the oxide-electrolyte interphasc
chemical potential

chemical potential in standard state

chemical potential of a specie in the oxide surface to-
wards the metal

chemical potential of a specie in the oxide surface to-
wards the electrolyte

chemical potential of a specie in the equilibrium oxide
space charge density as a function of distance

charge density in the oxide surface towards the clectro-
lyte

electric potential
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potential of the oxide surface towards the metal
potential of the oxide surface towards the electrolyte
potential of the equilibrium oxide

potential of the oxide surface

potential difference across the reference electrode

PP







