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The possibility of coating aluminium and its alloys with

TLENKU

The optimal parameters of the anodic oxidation of aluminium in orthophosphoric acid solution was determined. In the
pores of the obtained Al,O; membranes with the ordered nanometric structure Co-Fe alloys were electrodeposited. The Al,O3
membranes were obtained in the two-stage anodic oxidation of aluminium in the 0.17 M H3;PO, solution in the temperature
1°C and at the electrolysis voltage 180 V. The influence of the anodizing process parameters on the thickness of oxide films
and the diameter of pores and the distance between them in the alumina membranes were determined.

The electrodeposition of Co-Fe alloys was carried out from sulphate baths containing sulphates (VI) of copper (II) and
cobalt (II) of different composition, in potentiostatic conditions. The optimal electrolysis conditions were determined, where
the cathodic deposits of the best quality were obtained. The conditions are: the electrolyte composition: 0.3 M Fe; 0.5 M Co;
pH = 3, the potential: -0.760 V (vs. SHED).

Keywords: anodic oxidation of aluminium, nanowires, Co-Fe alloy

Okreslono optymalne parametry anodowego utleniania aluminium w roztworze kwasu ortofosforowego W porach uzyska-
nych membran Al,Os;, o uporzadkowanej strukturze nanometrycznej, osadzano elektrolitycznie stopy Co-Fe. Membrany Al,O;
otrzymywano w procesie dwuetapowego utleniania aluminium w roztworze 0,17 M H;PO,, w temperaturze 1°C, przy napieciu
elektrolizy 180 V. Zbadano wplyw parametréw anodowania na grubo$¢ warstewek tlenkowych, Srednice poréw i odleglosci
miedzy nimi w membranach tlenku glinu.

Elektroosadzanie stopéw Co-Fe prowadzono z roztworéw siarczanowych (VI) zawierajacych jony miedzi (II) i kobaltu (II)
o réznym skladzie, w warunkach potencjostatycznych. Okreslono optymalne warunki elektrolizy, w ktérych otrzymano osady
katodowe najlepszej jakoSci. A mianowicie: skiad elektrolitu : 0,3 M Fe; 0,5 M Co; pH = 3, potential: —0,760 V (wzgl. SEW).

The oxide film is formed as the result of the reaction between
the AI’* and O? ions:

1. Introduction

oxide films has considerably increased the range of the use of
this metal in various industry domains.

The Al,O5 oxide films on aluminium are obtained in the
process of the electrolysis, where the sample being oxidized is
the anode, and the cathode is lead or aluminium. Depending
on the purpose of the anodized element, different electrolytes
are used: most frequently the solutions of sulphuric, oxalic,
orthophosphoric, chromic or boric acid [1-20].

The process is conducted in fixed electrical current condi-
tions (voltage and current values) and at constant temperature.

During the anodic oxidation of aluminium the following
electrode reactions take place:

anodic : Al > AIP* + 3e (1)

cathodic : 2H" + 2e — H, 2)

AP +30% — ALO; 3)
02" jons are formed in the reaction:
60H™ — 3H,0 + 30* (4)

The oxide films with the ordered structure are obtained in a
two-stage anodizing process in the result of which an Al,O;
membrane of a hexagonal cell structure and the regular distri-
bution of pores are obtained. The diameter, the height of pores
and the distance between them depend on the parameters used
in the anodizing process [17-21].

Also some changes in the Al,O3; morphology in the in-
dividual stages of this process occur [3-4, 9, 12]. In the first
stage of the anodizing an alumina film of disordered structure
(the pores are not ideally perpendicular to the surface of alu-
minium) of pores is obtained. The aluminium oxide formed
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during the first anodizing is removed chemically: characteris-
tic cavities remain on the surface. In the second stage of the
anodizing a new oxide film is formed in the cavities; the said
film is characterized by an ordered structure.

Thin oxide films on the aluminium with the porous and
ordered structure, i.e. membranes, have found common use as
the template for fabrication of nanowires.

One of the methods of obtaining the materials of this type
is the cathodic deposition of metals or alloys in the pores of
an Al,O3 film.

The careful preparation of an aluminium oxide matrix
guarantees that the materials of an even and closely packed
structure are obtained. This way the metal and metal alloy
nanowires or Al,Oz — metal (alloy) multi-layer composite sys-
tems are obtained.

The process of the cathodic deposition of a “foreign”
metal can be conducted with the use of DC, AC, pulsating or
reversing current.

The cathodic reaction of the reduction of metal ions (5)
is accompanied by the codeposition of hydrogen (6):

Meée"™ +ne - Me

®
(6)

The codeposition of hydrogen is an unfavourable process since
it reduces the cathodic current efficiency of the metal deposi-
tion, clogs up the pores in the film with the gaseous hydrogen,
and increases the pH value near the reactive surface. The in-
crease of the pH value may be the reason of the precipitation of
the metal hydroxide on the Al,Os/ electrolyte phase interface,
and even the damages of the porous ordered structure of the
aluminium oxide film.

Along with the development of the information technolo-
gies, the methods of obtaining films used for the production
of the magnetic data carriers of the high magnetic flux density
attract particular interest. The magnetic materials used for the
production of data carriers are based on the obtaining of the
films of the high magnetic anisotropy oriented perpendicularly
to the film surface. To obtain magnetic data carriers, most fre-
quently the electrodeposition of the nanowires of cobalt or its
alloys is used (e.g. CoFe, CoNi, CoNiFe, etc.) in aluminium
oxide pores [20, 21-31].

In the presented study the nanowires of Co-Fe alloy
(about 66,5 wt % of Co and 33,5 wt % of Fe) were obtained.

2H" +2¢ —» H,

2. Experimental procedure

2.1. Materials

The samples made of aluminium of the purity 99.999%
(Goodfellow) the composition of which is presented in Table 1
were used.

Before the investigation the samples were annealed in the
temperature 500°C in argon atmosphere for three hours. Then,
the annealed samples were subjected to degreasing by immers-
ing them into the 5% NaOH solution for one minute in the
temperature of 70°C, and then for 30 seconds into 1:1 HNO;
solution in room temperature. After that the samples were
rinsed and dried. After degreasing the samples were polished
(Struers electropolishing machine, LectroPol-5).
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TABLE 1
Composition of aluminium

Al cu | Fe | Mg | si

% ppm

99999 | 03 | 03 | 12 | 08

2.2. Anodic oxidation of aluminium

The process of the anodic oxidation of aluminium was
conducted in two stages. As an electrolyte the 0.17 M H3;POy4
solution was used. The area of the sample surface was
1.94 cm?.

In the first stage of anodizing the voltage was 180 V, elec-
trolysis time 2 hours, and temperature 1°C. The temperature
was kept stable by a cryostat and cooling blocks. An electrol-
yser made of Teflon® was used. Aluminium sheets were used
as the cathode and the anode. Mixing was performed with RW
11 basic “Lab Egg” mechanical mixers. The diagram of the
measuring system was presented in the previous paper [20].

The oxide film obtained during the first stage was re-
moved be immersing the sample in the solution containing
0.4 M H3PO4 and 0.2 M CrO, in the temperature 80°C for
two hours. After the removal of the oxide film the second
stage of anodizing was conducted. The duration of this stage
was 20 hours, voltage 180 V, and temperature 1°C. Then the
samples were subjected to the process of widening pores. This
process consisted in the heating of the electrolyte up to 30°C
and leaving it in contact with the sample for one hour (without
current flow). The second stage of anodizing was conducted
in the measuring set as in the first anodizing.

The next stage was the chemical removal of the substrate
aluminium. The mixture of 0.2 M HCI and 0.1 M CuCl, solu-
tion was used. The process was conducted in room tempera-
ture for two hours. Then the barrier film on the sample surface
having no contact with the electrolyte (the external surface)
was removed. To this end the sample was etched in the 10%
H3PO, solution in the temperature 45°C for 50 minutes. After
this stage the membrane pores become open.

After the processes of the removal of the substrate alu-
minium, the barrier film, and after the opening of pores a thin
film of gold was sputtered (Emitech K575X) on the sample
(at the side where the substrate aluminium was removed) ,
and then copper from a sulphate bath was electrodeposited
under a potentiostatic conditions. This way the porous Al,O3
membranes on the Cu base were obtained.

2.3. Cathodic deposition of Co-Fe alloy

The Co-Fe alloy was incorporation into membrane pores
in the process of the electrochemical deposition of metals.
The process was conducted from the sulphate baths contain-
ing Co?* and Fe?* ions and with the use of direct current (At-
las potentiostat) in room temperature. The investigated sam-
ple (membrane) was installed in a Teflon® electrolyser in the
horizontal position. As the counter electrode a platinum sheet,
and as reference electrode a saturated calomel electrode (SCE)
were used [21].

In order to choose appropriate conditions of electrolysis
(potential, pH, electrolyte composition) cooper or gold sheets



were used as the cathode which were installed in the elec-
trolyzer instead of membranes. In these measurements the
cyclic voltammetry was applied.

3. Results and discussion
3.1. The preparation of alumina membranes

The preparation of a membrane is a very important stage
in the process of obtaining of nanowires. Appropriate choice
of parameters during anodizing is fundamental for the thick-
ness of the oxide film and the pore sizes: their diameters and
the distance between them.

The relationship between the thickness of the oxide films
and time, temperature, and electrolysis voltage during the an-
odic aluminium oxidation as well as the chemical treatment
time was determined.

3.2. Influence of anodizing time and temperature on the
thickness of the oxide film

These measurements were carried out in the time range
from 1 up to 48 hours at three temperature levels: 1, 4 and
7°C. The results of these investigations are presented in Table
2 and Fig. 1.
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TABLE 2
Average thickness of oxide films
Anodizing | Thickness of oxide film, um
time, h 1°C | 4°C 7°C
1 0,66 | 1,52 1,99
2 2,53 | 3,22 3,77
5 4,68 | 6,27 8,19
24 14,98 | 21,59 27,84
48 28,73 | 29,18 29,59
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Fig. 1. The relationship between the thickness of the oxide film and
anodizing time and temperature

These relationships show that in the initial stage the for-
mation rate of oxide is height, and it decreases over the course
of time. Since the maximum process time was 48 hours, the
maximum on diagram (as on fig.2) has not been achieved yet.

Such a course of this relationship is in agreement with
the expectation, since in the oxide film there are two areas:
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e Al — Al,Oj5 interface — formation of the oxide

e oxide — electrolyte interface — the dissolution of oxide.
Since both stages take place with a determined rate the

summary rate is the effective rate of these processes. This is

illustrated in Fig. 2.
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Fig. 2. The relationship between the Al,O; film thickness and the
anodic oxidation time [32]:

1 — the Al,O; film thickness resulting from the Faraday’s law

2 — the thickness of the oxide film dissolved by the electrolyte

3 — the effective thickness of the obtained oxide film

3.3. The influence of the electrolysis voltage on the
distance between pores in an oxide film

The processes of the anodic oxidation of aluminium are
usually conducted at a constant electrolysis voltage. The elec-
trolysis voltage has to be appropriately selected for two rea-
sons: too low voltage causes irregular distribution of the pores
in an oxide film, whereas too high voltage leads to the exces-
sive heat generation and in turn to the breaking of the oxide.

The measurements of the anodic oxidation of aluminium
were carried out as the function of the electrolysis voltage
within the range of 120 - 200 V, and the influence of the volt-
age on the distance between pores in the Al,O; membranes
was determined. The anodizing time was 24 hours, tempera-
ture 1°C, and the 0.17 M H3PO;, electrolyte was used. The
distance between pores was determined from SEM micropho-
tos. The results of these measurements are presented in Table 3
and Fig. 3.

TABLE 3
The influence of the electrolysis voltage on the distance between
pores
Voltage Distance between pores*

(V] (nm]

129 270 +£29
140 303+25
160 373 +38
180 443+20
200 460+37

* measurement error — standard deviation
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Fig. 3. The relationship between the distance between pores and the
electrolysis voltage; anodizing conditions: 0.17 M H3PO, solution,
time 24 h, temperature 1°C

The course of the relationship presented in Fig. 3 in-
dicates that the distance between Al3;O; membrane pores is
directly proportional to the electrolysis voltage.

Additionally, the microscopic observations (SEM)
showed that the most uniformly distribution of the pores in
oxide films was obtained for the electrolysis voltage 180 V.

3.4. The influence of the chemical treatment time on the
diameter of the pores in Al;O; films

The chemical treatment, applied after second anodizing,
is a very important stage in the process for obtaining mem-
branes used as a template to produce of nanowires. The Al303
membranes obtained in the anodizing process (electrolysis
voltage 180 V) were etched in the 0.17 M H3POy solution in
the temperature 30°C. In this process, pores become widened,
and the etching time is a factor affecting the diameter of the
pores in an oxide film. The effect of the chemical treatment
time within the range of 0 up to 180 minutes was investigated.

On the basis of the SEM images, the diameters of the
pores in the membranes were determined. The results of those
measurements are given in Table 4 and presented in Fig. 4.
They indicate that with the increase of the etching time the
diameter of pores also increases. Thanks to the appropriate
selection of the pore widening time, it is possible to control
their diameter, and by this also the diameter of the nanowires
obtained by the building metals into the pores of the used
membrane.

TABLE 4
The relationship between the diameter of pores and the chemical
treatment time of the Al,O3; membranes

Time Diameters of pores”
[min] [nm]
0 105+29
30 152+32
60 164+17
90 201+24
120 20417
150 218+23
180 232425

* measurement error — standard deviation
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Fig. 4. The influence of the chemical treatment time on the diameters
of pores in Al,O; membranes; anodizing conditions: 0.17 M H;PO,
solution, temperature 1°C, the voltage 180 V

Summarizing, on the basis of the investigations carried
out as the optimum conditions of the process of the anodic
oxidation of aluminium the following parameters were applied
[33]:

e 1% stage of anodizing: voltage = 180 V, time = 2 hours,
temperature = 1°C

time of removal of Al,O3: 2 hours

2" stage of anodizing: voltage = 180 V, time = 20 hours,

temperature = 1°C

widening of pores: time = 1 hour, temperature = 30°C

removal of barrier film: time = 50-55 minutes, temperature

= 40°C.

The microscopic observations (SEM) of the oxide films
obtained in these conditions are shown in Fig. 5f. In Fig. 5,
also the morphology of the Al,O3 films obtained after each
of the process stage is shown

a) b)

— e g} 11005 2004/ 14, o SOR |
Fig. 5. SEM images of the membrane after each of the process stage:
a — after the first stage of anodizing, b — after the removal of Al,Os3,
¢ — after the second stage of anodizing, d — after the widening of
pores e — after the removal of the barrier film f — the membrane
prepared for cathodic deposition of Co-Fe nanowires



3.5. Electrodeposition of Co-Fe nanowires

The Co-Fe alloy was cathodic deposited from the sulphate
baths in potentiostatic conditions. To choise the optimum elec-
trodeposition conditions a cyclic voltammetry was conducted.
The process of the cathodic deposition of Co-Fe alloys was
carried out on a copper cathode from the solutions of differ-
ent composition and different pH value, which are given in
Table 5.
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TABLE 5
The composition of the electrolytes used for the alloy deposition
composition of the electrolytes 0
Chemical type Contens of Co P
of compounds and Fe, mol/dm’®
140,55 g/dm*CoSO, - 7TH,O
27,80 g/dm® FeSO, - 7H,0 0,5M Co 3.0
44,03 g/dm? C4HgOp 0,IM Fe ’
25 g/dm>H;BO;
140,55 g/dm*CoSO, - TH,0
111,20 g/dm® FeSO, - 7H,0 0,5M Co 1.0
44,03 g/dm3 C4HgOs 0,4M Fe ’
25 g/dm3H3BO3
140,55 g/dm*CoSO, - 7TH,0
139,01 g/dm® FeSO, - 7H,0 0,5M Co 3.0
44,03 g/dm3 C4HgOg 0,5M Fe ’
25 g/dm*H;BOs
140,55 g/dm*CoSO, - TH,0
166,81 g/dm® FeSO, - 7TH,0 0,5M Co 3.0
44,03 g/dm? C4HgOg 0,6M Fe ’
25 g/dm3H3BO3
140,55 g/dm3CoS04-7H,0 2,0
83,34 g/dm® FeSO, - 7H,0 0,5M Co 3.0
44,03 g/dm? C4HgOp 0,3M Fe
25 g/dm*H3B0; 4.0
5,0

On the basis of the obtained results it was found that the
Co-Fe alloy deposits within the potential range from -1.2 V
to -0.4 V (vs. SHE).

These alloys were subjected to microscopic observations
(SEM). The most uniformly deposit was obtained at the po-
tential -0.760 V (vs. SHE) from the solution of the 0.3 M Fe;
0.5 M Co composition and pH= 3. These parameters were
applied in the process of the cathodic deposition of the Co-Fe
alloy in the pores of AlO3; membranes. The membranes with
the pores of the diameter 0.232 um, the distance between pores
0.443 pum , and the height 20 um were used.

The obtained nanocomposites were observed with the use
of a scanning microscope. In Fig. 6 an example of a micropho-
to of the Al,O3 — Co-Fe film is shown in two magnifications.

On the basis of the microphotos the height and the diame-
ter of the obtained nanowires were determined which amount-
ed to 2.53 um and 0.2 um, respectively. The height of alumi-
na membranes was approx. 20 yum, therefore the height of the
nanowires constitutes approx. 13% of the membrane thickness.
The Co-Fe alloy was built uniformly into every pore.

The composition of the obtained Co-Fe nanowires was
determined, depending on the ratio of the concentration of
Co?* and Fe?* ions in the electrolyte.

E_ Manowvires of CoFe
i
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Fig. 6. SEM images of Co-Fe nanowires obtained at the cathodic
deposition at direct current in potentiostatic conditions (-0.760 V)
from the electrolyte of the 0.3 M Fe; 0.5 M Co composition and pH
= 3: a — magnification 3,000 x, b — magnification 18,000 x

For this purpose a series of investigations of the electrode-
position of the CoFe alloy with the use of the electrolytes of
a different composition (pH = const. = 3) in potentiostatic
conditions (E = -0.760 V, vs. SHE) were carried out.

The obtained deposits were dissolved in 2.5 M HCI and
the concentration of Fe>* and Co?* ions was determined by
the inductive coupled plasma mass spectrometry (ICP-MS)
method.

The results of the analysis were presented in Table 6 and
in Fig. 7.

The relationship presented in the graph indicates that the
ratio of the concentration of Fe>* and Co** ions in the elec-
trolyte is directly proportional to ratio of the number moles
of metals deposited in the alloy. This relationship can be de-
scribed by the following equation:

(nFe/nCO)deposit =0.0847 + 0-739(CF62+/CC02+)electrolyle (7)

The correlation coefficient is high and it amounts to r =
0.9975.

Additionally, an analysis of the alloy composition was
performed with the use of the energy dispersive X-ray spec-
troscopy (EDXS). The results of this analysis are presented in
Table 7 and Fig. 8.

TABLE 6
The results of the chemical analysis of the Co-Fe alloy composition
Electrolyte Cathodic deposit
Masses of
metals
Concentration In cathodic | Composition of alloy
Cre+ deposit nre
Cop+ m- 10* nco
mol/dm’? g at. % wt %
Fe**| Co* Fe | Co | Fe | Co | Fe | Co
0,1 0,5 0,2 |1,847| 8,982 (17,84|82,16|17,1|82,9|0,22
0,3 0,5 0,6 [1,995] 3,962 |34,69(65,31|33,5|66,5|0,53
04| 05 0,8 [2,456] 3,673 |41,39|58,61|40,1|59,9|0,71
0,5 0,5 1,0 (2,531} 3,293 (44,81|55,19|43,5|56,5|0,81
06| 05 1,2 {2,785] 3,080 [48,87(51,13|47,5|52,5|0,96
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Fig. 7. The relationship between the ratio of the number of moles (nf,
/ n¢,) of both metals in the cathodic deposit (Co-Fe alloy) and the
ratio of the concentrations of ions (Cr.+ / Ccoo+) in the electrolyte

TABLE 7
The chemical composition of the membrane containing Co-Fe
nanowires (EDXS method)

Element Composition of the analysed sample
[weight %] [at. %]
Co 38,99 30,35
Fe 23,38 19.2
Al 28,41 483
Au 9,23 2.15

600
5004
4004
300+
2004
100

keV
Fig. 8. The EDXS analysis of the chemical composition of the mem-
brane containing Co-Fe nanowires

In Fig. 8 the Al peaks come from the Al,O; “matrix”,
and the Au and Cu peaks from the substrate. Therefore, the
composition of the obtained Co-Fe nanowires in weight per-
centage is 62.5% of Co, and 37.5% of Fe.

These values are nearly to those determined by the in-
ductive coupled plasma mass spectrometry (ICP-MS) method
(Tab. 6, the solution of the 0.3 M Fe and 0.5 M Co) by which
the composition 66.5% Co and 33.5% Fe (weight percentage)
of the Co-Fe alloy was obtained. The composition of the CoFe
alloy, obtained by ICP-MS method was considered as more
reliable, since this analysis relates to the entirety of a sample,
whereas the EDXS analysis concerns only the composition of
a fragment of the sample surface.
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4. Conclusions

In the process of the two-stage anodizing of aluminium
in the 0.17 M H3POy4 solution the Al,O3 aluminium oxide
membranes of the ordered structure were obtained.

The thickness of the oxide film during the anodizing at
the constant electrolysis voltage 180 V, depends on the time
of anodic oxidation and the temperature, and it changes from
a few um (after 1 hour) up to approx. 30 um (after 48 hours).

The distance between pores is directly proportional to
the electrolysis voltage. Within the range of 120 - 200 V, this
distance increases from 270 nm (0.27 um) up to 460 nm (0.46
pm) (temperature 1°C, anodizing time — 24 h).

The diameter of pores depends on the time of the chem-
ical treatment and it increases with the increase of the time.
The diameter of the pores of the membrane without chemical
treatment was 100 nm (0.1 ym), whereas the etching treatment
for 180 minutes increases it up to 230 nm (0.23 ym).

The optimal conditions of the obtaining of the Al,O3
membranes of the ordered structure were determined: the elec-
trolysis voltage 180 V, the temperature 1°C. The aluminium
oxide membranes of the thickness of approx. 20 um, the pore
diameters of 0.23 um, and the distance between pores 0.43
pm obtained in these conditions were used as the template for
building in Co-Fe alloy in their pores.

The optimal conditions for the cathodic deposition of
Co-Fe alloy in alumina membranes were determined. The con-
ditions are as follows: the potential: -0.760 V (vs. SHE), the
electrolyte composition: 0.3 M Fe; 0.5 M Co; pH = 3. The
Co-Fe nanowires were obtained, the height of which was 2.53
pm, and the diameter 0.23 um. The Co-Fe nanowires were
deposited uniformly in each pore. On the basis of the analysis
it was found that the composition of the Co-Fe alloy (in weight
percentage) is as follows:

e 62.5 % Co and 37.5 % Fe (EDXS),
e 66.5 % Co and 33.5% Fe (ICP-MS).

The detailed investigations carried out allow to design a
process which would lead to the obtaining of the Co-Fe alloy
nanowires of the required composition in the process of the
cathodic deposition of metals in alumina membrane pores.

The investigations of the magnetic properties of the ob-
tained nanowires are presented in a separate paper [32].
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