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Abstract. The article focuses on the results of the surface morphology and
dielectric properties research of the plasma electrolytic oxidation (PEO) coatings
produced in the alkaline-silicate electrolytes in galvanostatic (GS) mode using
rectified anode current. PEO coatings were formed on the samples of wrought
aluminum alloy D16Tused normally for the manufacturing of the diamond
grinding wheels bodies. The influence of PEO factors on the porosity (quantity,
shape, size, structure and its distribution on the surface) and dielectric properties
(volume resistivity, electrolytic strength) was studied. It was established that
through porosity increases in the series of solutions: 12 g/L LG (“liquid glass”
(LG), a technical-grade sodium silicate solution) < 1 g/LL KOH + 6 g/L. LG
(alkaline-silicate solution) < 2 g/LL KOH + 12 g/L LG. The accordingly sizes of
pores are 10...15 pm, up to 1 pm and 2...10 pm. The through porosity
increases in each electrolyte with increasing of anode current density from 5 to
15 A/dm?. The smallest relative increase in porosity is observed in the samples
oxidated in sodium liquid glass solution 12 g/L LG. It was demonstrated that the
dielectric properties research results qualitatively correlate with the micro geo-
metric and morphology characteristics. The electrolyte composition is a major
factor affecting the volume resistivity and electrolytic strength. The coatings
produced in 12 g/l LG technical-grade sodium solution have the best dielectric
properties, corresponding to the smallest through the porosity of these samples.

Keywords: Morphology - Through porosity + Surface - Galvanostatic mode -
Alkaline-silicate electrolyte - Liquid glass - Electricity mode - Current density -
Volume resistivity - Electrolytic strength

1 Introduction

Plasma electrolytic oxidation coatings (PEO coatings) on light alloys, including alu-
minum, have a wide range of functional properties and are used in various industries, in
particular, mechanical engineering, for restoring worn surfaces of parts, providing wear
resistance or resistance to aggressive environments. PEO coatings are commonly
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applied to friction pairs, plain bearings, gears, pistons, cylinders, face seals for internal
combustion engines and machine tools.

A rather new and promising trend in this field is increasing the efficiency of using a
diamond-abrasive tool in a combined diamond-spark grinding (DSG) by creating the
selective dielectric protection on mounting surfaces. The most important requirements
for the coatings of this application are high dielectric properties — electric strength,
electrical resistance, etc.

These properties largely depend on the morphological characteristics of PEO
coatings.

2 Literature Review

Morphological surface features of PEO coatings on light alloys (Al, Ti, Mg) are
characterized by extremely developed relief, high roughness, and porosity indices. In
general, these features can both improve and degrade the characteristics of products,
depending on the exploitation conditions of their applications.

Sufficient attention is devoted to the study of surface morphology of PEO coatings
on aluminum alloys, due to their unique properties, such as high specific strength,
corrosion resistance, weldability, and deformability. In addition to the effect of
increasing the corrosion resistance, the application of PEO coatings also increases the
hardness of the surface layer, its wear resistance, and dielectric properties. It allows
extending the application areas of the appropriate products significantly and makes
them multifunctional [1-6].

Among the characteristics of surface morphology of PEO coatings, the most
attention is devoted to the study of porosity, primarily through, caused by the nature of
the oxidation process. Porosity is an integral structural component of PEO coatings and
undoubtedly affects the efficiency of their use.

Most of the works deal with the effect of porosity on corrosion and wear resistance,
which determines the most common application areas of coatings [1, 7-11]. The studies
indicate a negative effect of through porosity on the corrosion properties of coatings.
Since porosity formation cannot be prevented when the PEO process, it is important to
search the ways of reducing the size and relative amount of pores to obtain the quality
layers uniform in a structure. It is determined that nature, qualitative and quantitative
indicators of through porosity are affected by many parameters — the electrolyte com-
position and concentration, the base material structure, as well as current density, voltage,
temperature and oxidation time. The results of studies on through porosity reduction by
controlling the oxidation parameters are presented in [4-6, 12—15].

In particular, according to the statement about the key role of the electrolyte
composition in the formation of the coatings morphological features, PEO processes in
electrolyte suspensions containing powders of varying dispersion degrees (from
nanometers to tens of micrometers) and nature (carbides, nitrides, diamond, graphite,
etc.) are quite promising [13, 14, 16-19]. The decrease in porosity is explained by the
incorporation of the filler solid particles into the structure of the coatings. For example,
the addition of AL,0O5 sol in the electrolyte solution reduces through the porosity of the
coatings almost 90 times [19].
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The problem of porosity can also be solved by the use of a two-stage process,
which involves the formation of a pre-porous layer and its further filling with sol-gel
oxide by chemical technology [20].

The study of coatings operation in the wear mode has shown that porosity is an
ambiguous factor in this case. In general, the porosity reduces the wear resistance of
coatings [1, 8, 9, 21]. But in some applications, for example in friction pairs, medical
products (bioactive coatings), a porous structure may be useful. In particular, during
friction in the lubricating medium, the oil used enters the pores of coatings, which are a
kind of reservoir for its accumulation. Further, the lubricant sequentially enters the
friction zone, which significantly reduces the wear process [1, 12]. Thus, porosity plays
a positive role in improving process efficiency. The paper [12] also notes that a similar
pore designation can be used to incorporate the corrosion inhibitors.

The relationship between porosity as a structural component of the surface of the
coating and their dielectric properties is much less. These properties are decisive for
PEO coatings in diamond-abrasive tools in the DSG process [22-24].

When using PEO coatings for electrical insulation, it is to be expected that porosity,
particularly through, can impair dielectric properties. First of all, this applies to electric
strength, since it is much lower for air than for the main substance.

The purpose of this work is a qualitative assessment of through porosity effect on
the dielectric characteristics of PEO coatings on D16T alloy, depending on the for-
mation mode (the electrolyte composition, coatings thickness, current density).

3 Research Methodology

DI16T wrought aluminum alloy was the experimental sample material due to its usual
use for the manufacture of diamond grinding wheels in the DSG process.

To obtain insulating coatings, the samples were oxidated at a laboratory installation
in the galvanostatic (GS) mode using rectified anode current. The main advantage of
the GS mode is a high efficiency, i.e. high build-up rate of functional protective
coatings controlled by current density.

Plasma electrolytic oxidation was carried out in different solutions of alkaline-
silicate electrolytes — technical-grade sodium liquid glass (silicate) — LG solution,
technical-grade sodium liquid glass and alkali solution (KOH + LG) with the corre-
sponding concentrations: 12 g/l LG; 2 g/l KOH + 12 g/ LG; 1 g/l KOH + 6 g/l LG.

The selection of electric modes for the study was carried out based on the literature
review and taking into account the results of previous studies [9, 10].

The thickness of the coatings on D16T alloy was measured by a non-destructive
method using the NOVOTEST TP-1 eddy current thickness gauge. The measurement
error was £1.5 pm. The GS mode in all the tested electrolytes provided the formation
of coatings with a thickness of 30...45 um meeting the requirements for insulating
properties.

To study the through porosity, after oxidation, the samples were washed with
running water, degreased (T~ 1 min) in soda ash solution (40 g/1) heated to 45...50 °C.
After washing, the samples were immersed (t~ 15 s) in the pickling solution — a
mixture of nitric and hydrofluoric acids (1:1) and then in the contact copper isolation
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solution (t~5 min) containing 20 g/l copper sulfate and 10 g/l sulfate and
hydrochloric acids.

The washed and dried samples were examined using the USB Supereyes B0O08
microscope to obtain general information on the relative number and distribution of
pores over the surface; magnification — 30...80. Additionally, to identify the shape,
structure, and size of pores, the studies were performed using the JEOLJSM-840
electron scanning microscope at a magnification of 200...2000.

Volume resistivity and electric strength were used as indicators of the dielectric
properties of PEO coatings.

Electrical resistance p was measured according to the standard procedure (Fig. 1).
The method involves determining the volume leakage current, depending on the
applied voltage. The E6-13 teraohmmeter was used for measurements, the operating
voltage was 100 V.

Volume resistivity p,, Q-m, was calculated by the results of the electrical resistance
p measurement:

Py :RV' (1)

S
h
where R, is the total electrical resistance of the insulating coating limited by two metal
electrodes, Q; S is the cross-sectional area of the contact electrode, m?>; h is the coating
thickness, m.

The anode current (50 Hz) measurement of the electric strength of the coatings
(breakdown voltage) was performed. The equipment included a high-voltage trans-
former, protective resistor of 5 kQ and device for smooth voltage control. The mea-
surements were carried out at the high-voltage side. The number of breakdowns was at
least 5. The circuit of needle electrodes when measuring the breakdown voltage was
similar to the electrical resistance circuit (Fig. 1).
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Fig. 1. Circuit of measuring electrodes on the sample for electrical resistance registration: 1 —
copper support-current collector; 2 — pair of probe electrodes; 3 — PEO coating with thickness #;
4 — base aluminum alloy material.

The electric strength of the coatings E, V/um, was calculated by the formula:

1 U,
E=-Y =2 2
22 )

where n is the number of measurements; U; is the breakdown voltage, V; & is the
average coating thickness, pm.
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4 Results

The electrolyte composition and current density were selected of many oxidation
parameters as the most influential in the formation of the surface structure of PEO
coatings, as shown by previous studies [10].

Analysis of the results of microscopic examination of the surface of insulating
coatings on D16T alloy produced in the GS mode in different electrolytes at the same
density (Fig. 2) allows making appropriate generalizations.

Fig. 2. The surface of the D16T samples with PEO coatings produced in the GS mode at current
density j = 10 A/dm? in different electrolytes: a — 0:12; b — 2:12; ¢ — 1:6.
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In particular, the lowest regular through porosity is characteristic for PEO coatings
produced in 12 g/l LG (0:12) technical-grade sodium liquid glass solution (Fig. 2a).
The deposits of contact copper, the egress of which is a direct sign of the through
character of pores, are observed only in separate crater structural elements of rather
large size of 10...15 um (Fig. 2a), which are probably produced during the microarc-
to-arc transition.

Fig. 3. Effect of current density of PEO coatings formation in different electrolytes on the D16T
surface: a, b — 0:12; ¢, d — 2:12; e, f - 1:6;a,c,e—j=5 A/dmz; b,d, f-j=15 A/dm?>.
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On the coatings produced in sodium liquid glass and alkali solution with the
concentration of 2 g/l KOH + 12 g/l LG (2:12), a large number of systemic open pores
of size 2...10 um and copper inclusions of 3...6 pm are recorded over the entire
surface, indicating the presence of through porosity (Fig. 2b). Along with porosity,
open porosity is also a possible negative factor affecting the dielectric properties.
Different shapes of open pores (round, oval, irregular) (Fig. 2b) may indicate the
nonlinear pore propagation in the coatings, as well as the different degrees of their
closing. Comparing to the surface of 0:12 solution coatings, the copper deposits on the
samples oxidated in 2:12 solutions are more evenly distributed.

Relatively lower (by number and linear size) open porosity is characteristic for the
oxide layers produced in 1 g/l KOH + 6 g/l LG (1:6) solution (Fig. 2c). Copper
inclusions are also smaller in size, up to 1 um.

It should be noted that the thickness of the coating in this electrolyte is the smallest
— 37 pum (43 and 44 pm in 0:12 and 2:12 solutions, respectively). This factor also
affects the through porosity index, in particular, impairs it.

In general, if we evaluate the surface quality of the coatings by the relative number
and size of pores, we can conclude that through porosity increases in the series of
solutions: 0:12 < 1:6 < 2:12.

Analysis of micrographs in Fig. 3, reflecting the surface of the coatings produced in
the GS mode at different current densities j, shows that through porosity increases in
each electrolyte with increasing j from 5 to 15 A/dm>.

According to the obtained results, there is a significant dependence of volume
resistivity on the electrolyte composition: the highest p, values are characteristic for the
coatings produced in 0:12 solution, the smallest — for the electrolyte oxidation coatings
produced in 2:12 solution.

These data correlate qualitatively with the results of microscopic studies of PEO
coatings, Figs. 2 and 3.
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Fig. 4. Volume resistivity p, (a) and electric strength E (b) of PEO coatings produced in the GS
mode in different electrolyte solutions, depending on anode current density: 1 -2 g/l
KOH + 12 g/ LG; 2 - 1 g/l KOH + 6 g/l LG; 3 - 12 g/l LG.
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An analysis of p, values of the coatings on D16T alloy produced in the GS mode at
different current densities j shows that volume resistivity is almost independent of this
indicator. Reduction of p, for the coatings obtained in 0:12 solution is within the
margin of error. A slight trend of p, decrease with increasing j for the samples oxidated
in 1:6 and 2:12 solutions is most likely due to the increase in the number of pores.

The nature of changes in electric strength E, depending on the studied factors
(electrolyte composition, current density) has a certain analogy with the corresponding
dependencies of volume resistivity (Fig. 4a, b) and also correlates qualitatively with the
results of microscopic analysis.

In particular, the E indicator is more sensitive to the qualitative and quantitative
electrolyte composition. The lowest values of the maximum breakdown voltage and,
accordingly, electric strength is determined on the PEO coatings obtained in a more
concentrated 2:12 electrolyte (Fig. 4b), where the largest number of through pores is
recorded. Rather higher E and p, values are characteristic for the coatings produced in
silicate (0:12) and dilute alkaline silicate (1:6) solutions, where the number of through
pores is smaller compared to the samples oxidated in 2:12 solution.

5 Conclusions

Based on the research performed, it was established that there is a qualitative corre-
lation between the nature of through porosity in the plasma electrolytic oxidation
coatings on D16T alloy and their dielectric properties.

The through porosity increases in the series of solutions: 12 g/ LG < 1 g/L
KOH + 6 g/L LG < 2 g/L KOH + 12 g/L LG with increasing of anode current density
from 5 to 15 A/dm>. The accordingly sizes of pores are 10...15 pum, up to 1 pm and
2...10 pm.

Increased through porosity of the coatings obtained in the galvanostatic mode in the
2 ¢/l KOH + 12 g/l LG electrolyte is one of the major reasons for the deterioration of
their dielectric properties — the lowest values of resistivity and electric strength.

The coatings produced in 12 g/l LG technical-grade sodium liquid glass solution
have the best dielectric properties, corresponding to the smallest through the porosity of
these samples.

Further studies are related to the realization of the PEO process in suspension
electrolytes to reduce the porosity and, accordingly, to improve the dielectric charac-
teristics of the coatings on aluminum alloys.

It is also planned to continue research on the surface morphology and dielectric
properties of PEO coatings on cast aluminum alloys to expand the range of structural
materials for the manufacture of grinding wheels used in combined diamond-spark
grinding.
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