Kovove Mater. 56 2018 223-229
DOI: 10.4149/km_2018_4_223

The synthesis of super-hydrophilic and hard MgB, coatings

as an alternative to electroless nickel coatings

F. Biilbiil'*, M. Giiney', S. Jafarpour?

! Department of Mechanical Engineering, Engineering Faculty, Ataturk University, 25240 Erzurum, Turkey
2 Department of Physics, Engineering Faculty, Izmir Institute of Technology, 35430 Izmir, Turkey

Received 15 April 2018, received in revised form 21 July 2017, accepted 19 June 2018

Abstract

In this study, we report the electroless deposition using an alternative technique for the
fabrication of hard and super-hydrophilic MgB films. MgB3 films on AZ91 magnesium alloys
were prepared using an electroless bath containing magnesium diboride nanopowders, sodium
hypophosphite, sodium succinate, sodium acetate, and dimethyl sulfoxide. The electroless
deposition was carried out in a bath kept at a bath temperature of 95°C for 60 min. After
deposition, the coated samples were annealed at 300°C for 60 min to investigate crystalliza-
tion, morphology, and the changes in the hardness and wettability. The phase composition,
morphology, the hardness, and the contact angle of produced coatings were studied by X-ray
diffractometer, scanning electron microscopy, microhardness tester, and contact angle mea-
surement system, respectively. The coatings exhibited a dense and nodular structure with
strong grain connections. As-deposited and annealed MgB; films showed an orientation with
the (101) reflection, and the highest hardness value (500 HVy.01) was obtained from the an-
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nealed coating. Both synthesized coatings had a super-hydrophilic surface.
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1. Introduction

AZ91 magnesium alloys have achieved many su-
perior properties such as high specific strength, high
creep strength, good machinability, weldability, high
impact resistance, high recyclability by aluminum and
zinc addition although magnesium has several limi-
tations such as low strength, toughness, and corro-
sion resistance, and is easily flammable with oxygen.
Some techniques have been used to modify the surface
properties of magnesium alloys. Some of these meth-
ods contain harmful inorganic or toxic organic elec-
trolytes [1, 2]. Some require complex equipment and
high costs [3]. In recent years there has been great
attention in producing superconducting films of mag-
nesium diboride (MgB2) because of its superior prop-
erties [4, 5]. Many techniques have been developed for
its synthesis [6-17]. However, they have high process-
ing costs [18].

In recent years, electroless plating has attracted
attention due to its unique advantages, such as excel-

lent uniformity, ability to be soldered and brazed, be-
ing relatively well-understood and well-characterized
process, widely accepted in industrial processing,
and low labor costs [3]. Electroless deposition may
be defined as “deposition of a metallic coating by
controlled chemical reduction that is catalyzed by
the metal or alloy being deposited” (ASTM 6-374)
[19-21]. To date, the most of previous investiga-
tions on the electroless deposition of magnesium al-
loys have been on the deposition of Ni-P or Ni-B
[20-38] coatings. So far too few studies [18, 39,
40] exist to explain electroless deposition of MgBs
materials. Moreover, there are few studies on the
electroless deposition of MgBs materials on magne-
sium alloys. This paper reports the experimental re-
sults obtained on electroless MgBy of AZ91 magne-
sium alloy, and an attempt has been made to eval-
uate the influence of the electroless magnesium di-
boride on the crystallographic texture, morphology,
microhardness, and wettability of the magnesium al-
loy.
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Table 1. The chemical composition of bath solution and deposition conditions for electroless MgB,

Quantity Bath constituents

12gL7! Magnesium diboride (MgB2) nanoparticle

208 gL ™! Sodium hypophosphite (NaPO2Hz)

5gL™! Sodium succinate (C4H4Naz0y4)

24 gL ™? Sodium acetate (C2H2NaO3)

8 ml Dimethyl sulfoxide (CHs3)2SO
Conditions

pH 6+ 0.5

Temperature for as-deposited deposition 95°C

Deposition and annealing duration 60 min

Annealing temperature 300°C

2. Material and method

The die-cast flat cylindrical Mg alloy AZ91 (Al
9.09; Zn 0.88; Mn 0.45; Si 0.11; Fe 0.01; K 0.01; Mg
89.45 (in wt.%)) samples with 20 mm diameter and
3 mm height were used as substrate material. The top
surface of all samples was mechanically hand ground
to obtain a selected final roughness value (almost Ra ~
0.8 um) by 1200 grit SiC grinding paper. They were
washed with distilled water, degreased with acetone
and finally dried in air. Then the substrates were
dipped for decontamination in the alkaline solution (a
mixture of 50 g L.~! NaOH and 10 g ™! NazPO,) for
10 min to dissolve fats, grease, oils, and protein. Sub-
sequently, they were etched with an acid mixture for
45 s to remove gross surface oxides and smear layers,
thus to obtain a mechanical lock or suitable substrate
for adhesion. The acid mixture consists of 125 gLt
CrO;3 and 110ml L=! HNOj;. Surface activation and
etching lead to numerous surface pits or holes which
may act as initiation sites for mechanical interlocking
to improve adhesion on the substrate [2]. Fluoride ac-
tivation (385 mlL~! HF) was then applied for 10 min
to remove residual oxides created in the above step
and to replace it with a thin layer of MgFs.

The composition of bath solution and opera-
tion conditions used for electroless deposition are
given in Table 1. Electrochemical nucleation of a
metal on a foreign substrate takes place at the sub-
strate/conducting electrolyte interface [41]. Overall,
the initial nucleation and subsequent growth of the
metal are strongly dependent on two factors, the bind-
ing energy of metal ad-atoms on foreign substrate S,
YMe—s, and the binding energy of metal ad-atoms
on native substrates Me, ¥ne—me [41, 42]. The re-
actions occurring on the surface of magnesium-based
substrate are as follows: Anodic: Mg® — Mg?t + 2e,
and Cathodic: 2Bt + 2e — B°. The actual direction
of the above reaction is dependent on the electrode
potential, which can be calculated by Nernst equation
[42]. Sodium hypophosphite (NaH2POs) as reducing

agent supplies electrons to reduce boron ion (Anodic:
NaHQPOQ(S) + HQO(I) — NaH2P03(aq) + 21‘1Jr + 26)
Buffer of sodium acetate (C2Hs02Na) sustains the pH
for a long time (CQHgOQ_(S) + H200) — OH(_aq) +
CoH30H(,q)). Sodium succinate (C4H4O4Naz) as a
complex agent controls the amount of free electrons
for the reaction (C4H4O4Nay() + H2O(y — OH(;q) +
C4H,04Hs(.q)). Dimethyl sulfoxide (CHz)2SO as a
stabilizer, stabilizes the bath from decomposition by
shielding catalytically active deposition which leads to
the cathodic reaction (Cathodic: [BDMSO]~ — B* +
[DMSO]~ — B° + [DMSO]).

The substrates were mounted in deposition bath,
and the deposition was carried out at a bath tempera-
ture of 95°C for 60 min. The plating bath was stirred
by an adjustable speed motor equipped with a stirrer,
and the stirring rate was set at 100 rpm. After depo-
sition, the coated samples were thermally treated at
300°C for 60 min to examine crystallization behavior
and hardness change. The surface and cross-section
morphologies of the treated coatings were character-
ized by scanning electron microscopy (ZEISS EV040).
TR-200 roughness tester was used to characterize the
surface roughness. The XRD pattern of the coating
was determined by XRD (Rigaku Advance Powder
X-ray Diffractometer), and the coating was analyzed
with CuKa (A = 0.154 nm) radiation with 26 between
10° and 100° (with a step size of 0.1°).

A microhardness tester (HV.01) was used to de-
termine hardness. A static contact angle measure-
ment (CAM-101 optical contact angle analyzer/KSV
Instruments, Finland) was used to capture and an-
alyze the contact angle before and after deposition.
A distilled water droplet was suspended on the sam-
ple surfaces, and the contact angles were measured by
using goniometer, which used a water drop of 6 uL
and took Young-Laplace equation into account at the
solid-liquid interface. The curvature of the interface
and specific interfacial free energy of the interface are
related to the pressure jump between the inside and
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Deposited coating

Fig.1. The contact angle of a liquid drop on an ideal solid
surface under the action of three interfacial tensions.
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Fig. 2. The 500x-optical microscopy image of the etched
AZ91 magnesium alloy.

outside of a liquid drop:
Pin — Pout — 2Hory = 0. (1)

As first described by Thomas Young [43] in 1805, the
contact angle of a liquid drop on an ideal solid surface
is defined by the mechanical equilibrium of the drop
under the action of three interfacial tensions (Fig. 1):

osy — 0SL, = Oy cos 6, (2)

where ogv, s, and opy represent the solid-vapor,
solid-liquid, and liquid-vapor interfacial tensions, re-
spectively, and 6 is the contact angle. The contact an-
gle for a three-phase region is the main variable in
Young’s equation. Equation (2) is usually referred to
as Young’s equation, and 6 is Young’s contact angle.

3. Results and discussion

An image of the pre-electrochemical etched AZ91
magnesium alloy substrate taken at 500x magnifi-
cation using optical microscopy is given in Fig. 2
before electroless deposition. As seen in Fig. 2, the
used etchant darkens the massive Mgi7Al;o phase

and reveals primary « grains surrounded by a non-
equilibrium eutectic mixture of o and S (the in-
termetallic Mgi7Al12) as dark and light areas. Fig-
ure 3 shows SEM micrographs (magnified 500x and
2000x) of polished AZ91 magnesium alloy substrate,
as-deposited and annealed MgBs coatings, respecti-
vely. The scratches are seen on substrate sample af-
ter the mechanical polishing carried out by emery pa-
per in Fig. 3a. The morphology of the coating in as-
deposited state exhibits a nodular structure and non-
uniform agglomerations of some nodules (Fig. 3b). It is
observed that the grain size increased and the surface
morphology of the coating changed from a nodular
structure to a granular structure including individual
and clustered ball-like particles, and even the detached
grains coalesced as a result of annealing (Fig. 3c).

The use of the electroless process for the deposition
of ceramic materials enables the deposition of uniform
coatings on substrates of complex shapes. It is seen
from Fig. 4 the thickness gained-deposition time re-
lation that deposits weight increases with deposition
time.

The XRD diffractograms obtained for the sub-
strate, as-deposited, and annealed samples are shown
in Fig. 5. The XRD pattern in Fig. 5a shows the
two-phase crystalline structure, typically consisting of
a-Mg and 5(Mg;7Al;2) phase belonging to AZ91 mag-
nesium alloy substrate. As shown from the XRD spec-
trum in Fig. 5b, the diffracted intensity of the sub-
strate is reduced by deposition and develops the MgB,
coating with weak intensities of the (101) plane at ap-
proximately 42° diffraction angle. Figure 5b also re-
veals that there is (321) peak that correlates to the
orthorhombic phase of MgB, at approximately 61°
diffraction angle. After annealing process, it is ob-
served that three minor peaks [(001), (002), and (112)]
at approximately 28°, 52°, and 81° diffraction an-
gles, assigned to the hexagonal phase of MgBs, form,
and MgB, (321) phase is more pronounced, as well
as these orientations (Fig. 5c¢). However, the pattern
in Fig. 6¢ indicates that partial oxidation occurs on
the coated sample surfaces after post-deposition an-
nealing although the annealing process is performed
under an argon atmosphere and oxidation product is
MgB50O5 at approximately 18° diffraction angle. The
oxidation of a coated film after annealing treatment
may be harmful to the properties of the film. Actu-
ally, as for the oxidization of MgBs, a lot of previ-
ous studies have been carried out [44-52]. Our work
shows that the low-temperature annealing applied to
electroless MgB, coatings can decrease the oxidation
of MgBs film.

Comparison of hardness values of the substrate,
the MgBs-coated samples before and after annealing
is shown in Fig. 6. The surface hardness of magne-
sium alloy substrate having a hardness value of about
140 HVy o1 increased to 200 HVg 1 after deposition
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Fig. 3. The 500x- and 2000x-SEM images of (a) the substrate, (b) as-deposited, and (c) annealed MgB; coatings.

and further increased to 500 HV g1 by annealing. The
partial increase in hardness is attributed to the devel-
opment of MgB, (101), (002), and MgBy4 (321) crys-
talline phases and formation of the oxidants from par-
tial oxidation when annealing. It is seen the electro-

less MgB, coating exhibits hardness values very close
partial increase in hardness is attributed to the devel-
opment of MgB, (101), (002), and MgBy (321) crys-
talline phases and formation of the oxidants from par-
tial oxidation when annealing. It is seen the electro-
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Fig. 4. The curve of thickness gained of the deposit on
substrate against deposition time.
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Fig. 5. X-ray diffraction spectra of the uncoated AZ91
magnesium alloy substrate, the as-deposited sample, and
the annealed coating sample.

less MgB, coating exhibits hardness values very close
to those of un-annealed Ni-B coating produced by
the same deposition technique although their chem-
ical compositions, morphologies, and crystallographic
structures are different [38].

Figures 7a,b show the images of water droplets on
the uncoated and the MgB, coated samples, respecti-
vely. Accordingly, while a hydrophilic (56.32° < 90°)
surface was obtained from the uncoated magnesium
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Fig. 6. Variation in microhardness after the electroless
MgB> deposition on the AZ91 magnesium alloy substrate.

alloy substrate, a superhydrophilic or water spreading
(< b) surface was achieved from both as-deposited and
annealed MgBs coating samples.

4. Conclusions

In present study, the electroless deposition process
on AZ91 magnesium alloy substrate produced a uni-
form MgB5 coating. MgBs coatings were thermally an-
nealed at 300°C for 60 min. The XRD diffractograms
revealed that the thermally annealed film possessed
an amorphous MgBs structure, with a preferred plane
orientation along (101). SEM analysis showed a nearly
similar surface morphology behavior for all the MgB,
films. The coatings were dense and uniform. The most
pronounced MgB, (101) was obtained from the as-
deposited sample. With annealing, the intensity of
MgBs (101) peak decreased, and partial oxidation was
found to suffer the coating because only a very small
amount of crystalline MgB>O5 was obtained, but coat-
ing hardness increased. The surfaces of the MgB, coat-
ings produced were super-hydrophilic.
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