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AHOTALIA

Jocnimkeno KinbKicHAN 1 (a30BUiA ckian MoKprBiB TepHapHuMHu ciuiaBamu Fe-Co-Mo(W) ta Co-Mo-
W(Zr), ocamkeHHX 3 MOHO 1 OUIIraHAHUX EJIEKTPOJITIB MOCTIHHMM Ta IMIYJIBCHUM CTpyMOM. PesynbraTu
PEHTI€HOCTPYKTYPHOT'O aHali3y cBiguaTh NpO aMop(HO-KpUCTANiyHy CTPYKTYpY CIUIaBiB, HasBHICTH (a3
inTepmeraninie Fe;Mo, Fe;Co, FeCo, Co;Ws, Fe;Wg, pasom i3 a-Fe ta Fe;C, npudyomy po3Mipu KpUCTaTITiB
aMop(HOI YaCTUHH 3HAXOIATHCS B iHTEpBali 7—8 HM. MeTOIOM CKaHiBHOI €JIEKTPOHHOI CIIEKTPOCKOIIii, aTOMHO-
CHJIOBOT MIKPOCKOMIi 1 PEHTreHOCHEKTPAILHOrO MIKpOaHali3y BCTAHOBJCHO BIUTUB IIPUPOAU Ta BMICTY
TYrOIUIaBKUX 1 PIJAKICHUX MeTalliB Ha MOpPQOJIOrifo, HIOPCTKICTh IOBEPXHI INOKPUBIB, a TakoX poO3Mipu
KPHCTAJITIB 1 aryioMepatiB. MeTooM MOoNSIpHU3aliiHOro OIOpy BCTAHOBJICHO, IO KOPO3iiiHa CTIHKICTh MOKPHBIB
Ha 1,3-2,0 mopsiky BeTMYMHM BHIIA 33 MapaMeTpy MaTepiaiy ITiAKiIaJKkd. Bu3HaueHO 3alieXHICTh IIBUIKOCTI
KOpPO3IHHOr0 TPOIECYy Y XJOPHUIBMICHOMY CEPCIOBHIIN BiJ CKIaay CJICKTPOJITHYHUX CIUIABiB. 3a JaHUMH
CICKTPOCKOIIT E€JIEeKTPOAHOrO IMIECIAHCY BCTAHOBJICHO CKBIBAJICHTHI CXEMHU 3aMIIICHHS, IX MapaMeTpd i
JIOBE/IEHO TOTOXKHICTh TIOKa3HHUKIB KOPO31MHOT0 OMOpY, OJIepKaHUX pisHUMH MeToaamu. [IpoaHanizoBaHo BILIUB
ckiIany 1 Mopdoorii MmoBepxHi Ha MIKPOTBEPHAICTh CIEKTPONITHUHUX cIUTaBiB. IlokazaHno, mo 3a ¢i3uko-
MEXaHIYHUMHU XapaKTepucTUKaMu TepHapHi nokpuBu Fe-Co-Mo(W), Co-Mo-W(Zr) He MOCTyHarThCs eIeKTPo-
JITHYHUM MTOKPUBAM TBEPJHM XPOMOM.
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A settlement application of new technology and expanding the range of functional materials
leads to an increased interest of researchers and technologists to galvanic multicomponent alloys.
Particular attention is paid to the electrochemical deposition of iron and cobalt alloys with
Molybdenum and Tungsten, as the functional properties of the coatings exceed those for alloying
metals [1, 2]. Complex realization in thin layers of increased microhardness, wear and corrosion
resistance, catalytic, magnetic properties can significantly expand the scope of such coatings [3, 4].
The electrochemical deposition the coatings provide flexible control of the components content, the
rate of deposition and the surface morphology due to variation in the electrolytes composition and
polarization modes [5, 6]. The coatings composition essentially depends on the electrolyte
concentration [7], but the electrodeposition conditions significantly affect the galvanic alloys
composition, morphology, and, accordingly, properties [8, 9]. In view of this, the study of the
influence of electrolysis modes on the alloying components content, surface morphology, and
corrosion-mechanical properties of ternary coatings is relevant.

EXPERIMENTAL

Coatings Fe-Co-Mo (W) were formed on the substrates of copper M1 and steel at a
temperature of 25 — 30 °C from complex Fe(IIl) based electrolytes [10]. Electrolysis was carried out in
a glass cell for a two-electrode scheme using planar positioned anodes of stainless steel X18HI10T at
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the ratio of cathode to anode area 1 : 5. The deposition of the coatings was carried out at a constant
current density of 2 — 5 A/dm” and unipolar pulse current amplitude of 2 — 7 A/dm’ in the on / off time
range of 2:— 20 msec. Volumetric current density maintained at the level 2 A/dm’. Coatings Co-Mo-
W (Zr) were deposited from biligand electrolytes using pulse current [11].

The elemental composition and morphology of the samples were analyzed using a scanning
electron microscope ZEISS EVO 40XVP. Images of the samples surface were obtained by recording
the secondary electrons (BSE), which allows investigate the topography with high resolution and good
contrast. Image processing was done using software SmartSEM. The chemical composition of the
coatings surface was determined by the X-ray fluorescence method and by analysis of the
characteristic X-ray spectrum, which was recorded by an energy-dispersive spectrometer INCA
Energy and portable spectrometer "Sprut". The analysis was carried out at a minimum of 3 points with
the subsequent averaging of the obtained values in the absence of significant deviations.

Microanalysis phase composition was performed on X-ray diffractometer DRON-3M
radiation cobalt anode Cu-Kol (A=1.5405 A). The registration of diffractograms was carried out at a
sliding angle of 2.5°, and the recording of reflections was carried out on fixed samples. X-ray
diffractograms (XRD) were recorded in discrete mode with a step 26=0.1° and exposure at each point
for 20 sec at an operating voltage of 35 kV and a current of 20 mA.

Coatings surface relief was determined by contact method using atomic force microscope
probe (AFM) NT-206 (probe CSC-37, cantilever B) with a lateral resolution of 3 nm. The analysis of
AFM images was performed using Explorer software.

Corrosion tests of coatings were carried out by the method of polarization resistance in
3 % NaCl. Corrosion current density i.,, was determined as in [12]. of corrosion test results were
verified by electrode impedance spectroscopy (EIS) technique in 3% NaCl. Electrode impedance
spectra were registered on planar electrodes of an area of 1 cm’ using electrochemical module
Autolab-30 (PGSTAT301N Metrohm Autolab), equipped with FRA-2 in a frequency range of 107 —

10° Hz. Module management was performed using Autolab 4.9 standard procedure followed by data
set processing in the package Zview 2.0. The modeling of the interfacial boundary structure and state
was performed by equivalent substitution circuit method. Parameters of equivalent circuit with an
error less than 10 % were accepted for consideration.

Microhardness of alloy coatings and substrate determined by the diamond pyramid indentation
on PMT-3 device under load of P = 0.02—-0.2 kg and the time of endurance of 10 sec. The experiment
was carried out after coats aging during 24 hours at room temperature at a minimum of 3 points with
subsequent averaging of data; the confidence interval was £ 10. The thickness of the coatings for all
analysis was not less than 30 pum.

RESULTS AND DISCUSSION

The substrate of mild steel is characterized by evenly surface (Fig. 1a), while the Fe-Co-Mo
coatings surface is more developed and globular comparing with the substrate (Fig. 1b). Cross section
profile between markers 1 and 2 indicates the grain sizes to be in the range of 2—3 pm, wherein larger
spheroids are formed with a smaller grains of sizes of 0.2—0.5 um (Fig. 1d). Moreover one can observe
the parts of different morphology (Fig. 1c). AFM data analysis demonstrates the globular surface of
Fe-Co-W coatings with conglomerates size of 2.5-3.5 um (Fig. 1d) which is more developed
comparing with substrate and Fe-Co-Mo deposits.

The X-ray analysis points to an amorphous-crystalline nature of Co-Mo-W(Zr) coatings, and
intermetallic phases Co;W,, CosMo and Co,Mo; were found. Wide halo detected at angles 26 of 40—
59° indicates the coherent-scattering region size of the amorphous part to be 2—8 nm. Inter-metallic
phases Co;W, and Fe;Ws, as well as a-Fe and cementite Fe;C and a low halo with width about 10° at
angles 20 50-55° are detected at diffraction patterns of Fe-Co-W deposits [10]. Diffraction patterns for
Fe-Co-Mo alloys exhibit broad halo at angles 20 45-58°, and phases Fe;Mo, Fe,Co, FeCo. The
coherent-scattering region size of the amorphous part for Fe-Co-Mo(W) coatings is of 3—7 nm. Above
intermetallides as well as globular surface predetermine high microhardness and corrosion resistance.

Corrosion of cobalt based coatings as it follows from the nature of alloying components
proceeds predominantly with oxygen depolarization in 3 % NaCl. The open circuit potential of Fe-Co-
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W coatings shifts to the negative side compared with the steel substrate indicating cathodic control of
the corrosion (Table 1).
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Fig. 1. 2D-maps of surface steel substrate (a), and deposits FeCoMo (b), FeCoW (c) and cross
section profile between markers 1-2 at scaning area 40 x 40 pm (d).

Corrosion current decreasing indicates the formation and stability of alloying components
passive oxide film, even in the presence of activating CI” ions. The Fe-Co-Mo alloy open circuit
potential shift to a positive side compared with substrate material (Table 1). The corrosion rate
decreases due to the formation of acidic molybdenum oxide film on the surface. The corrosion index
of ternary alloys Co-Mo-W(Zr) in chloride-containing media is almost halved compared with binary
systems (Table 2). First, it is associated with a decrease in roughness and smoothing out the relief of
ternary coatings (Fig. 1). Secondly, it is known that Mo, W, and Zr enhance corrosion resistance to
pitting, and their joint presence, obviously, increases the effect. Moreover, with increasing total
content of alloying metals, corrosion resistance increases.

Table 1. Corrosion indexes of binary and ternary coatings

Composition (at.%) Ey, V 1g icor, A/ em’ | ky10°, mm/year | Ry, Ohm-cm’
Steel substate -0.50 -2.0 300 50
Co76-Mo24 -0.20 -3.7 2.9 390
Co84-W16 -0.35 -3.7 1.0 400
Fe51Co36Mol3 -0.30 —4.8 0.44 1800
Fe31Co31Mo038 -0.31 -4.9 0.42 2000
Fe54Co36W10 -0.36 -5.1 0.23 2100
Fe59C033W8 -0.39 —4.8 0.44 1700
Co83-Mo12-W5 —-0.37 4.2 0.82 500
Co79-Mo16-W5 -0.38 4.4 0.68 890
Co72-Mo24-Zr4 -0.50 -5.2 0.14 2500

Verification of polarization method results was carried out using electrode impedance
spectroscopy (EIS) technique. The equivalent scheme for Fe-Co-Mo(W) systems contains the
elements: R1 is the electrolyte resistance, L1 is the inductive component, CPE1 is the capacity of
interface electrolyte / oxide on the electrode surface, R2 is the resistance of the oxide layer, CPE2 is
the capacity of interface electrolyte / metal, and R3 is corrosion resistance. The basis of the scheme is
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the so-called Wojte scheme for multiphase systems, and the elements of the CPE determine the fractal
nature of the phases, and their inclusion in the antiphase indicates the charge transfer limitation of R3.
The inductance resistance L1 is due to the appearance of galvanomagnetic Hall effects at high
frequencies (Fig. 2a) related to the magnetic properties of the coatings. The other reason is alloying
metals capability forming hydrated oxide films of varying valence, which differ in specific resistance and
capacity and cause several conduction paths. The appearance of the galvanomagnetic effect is confirmed
by the transition of the phase angle towards the positive values (Fig. 2b). SEI plots for Co-Mo-W(Zr)

deposits (Fig. 3, 4) are less complicated; and equivalent circuit differs by one R—CPE chain.
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Fig. 2. Nyquist plots (@) and frequency dependence of phase angle (b) for Fe-Co-Mo coated samples
in 3 % NaCl.
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Fig. 3. Nyquist plots (@) and frequency dependence Fig. 4. Nyquist plots (@) and frequency dependence
of phase angle (b) for Co-Mo-W coated samples of phase angle () for Co-Mo-Zr coated samples
in 3 % NaCl. in 3 % NaCl.

The relatively near values of the corrosion current density, calculated from data of polarization
resistance technique and Ry data from EIS analysis, are also evidence of correctness both the
parameters of the corrosion process determination, and the validity of the electrochemical systems
equivalent circuit. Parameter Ry for tested materials decreases in the range:

R{(Co-Mo-Zr) >R{Fe-Co-W) = R(Fe-Co-Mo) > R{(Co-Mo-W) >> Ry(steel substrate).

Microhardness of ternary Fe-Co-Mo(W) and Co-MoW(Zr) alloys is about 4-5 times that of
the mild steel substrate (Hy 200) and was shown to increase with tungsten content. Moreover, Hu of
ternary alloys is greater than that of binary [13] due to super-additive contribution of refractory metals,
more perfect surface relief and intermetalic phases. The maximum microhardness Hy of 1100 is
exhibited by ternary deposits of composition Co83-Mol1-W6 with W/Mo ratio as 1/3. Since
microhardness of the ternary alloy is close to that of chrome deposits (Hy 700-800) it allows us to
recommend Co-Mo-W electrolytic alloys to replace chromium plating.
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The corrosion and microhardness parameters of coatings obtained by pulsed electrolysis are
higher in comparison with ones deposited at direct current.

CONCLUSIONS

1. The quantitative and phase composition of galvanic ternary alloys Fe-Co-Mo (W) and Co-
Mo-W (Zr) deposited from mono- and biligand electrolytes at direct and pulsed current is determined.
The results of X-ray diffraction analysis indicate an amorphous-crystalline structure of alloys, and the
presence of intermetallic phases Fe;Mo, Fe;Co, FeCo, Co,W¢, Fe;WeTa a-Fe i FesC.

2. The effect of the nature and content of refractory metals on coatings surface morphology,
roughness, as well as the size of crystallites and agglomerates has been determined by scanning
electron spectroscopy, and atomic force microscopy.

3. The dependence of the corrosion process rate in the chloride-containing medium on the
composition of the electrolytic alloys was determined using polarization resistance technique. It is proved
that the corrosion resistance of the coatings is 1.3—2.0 orders of magnitude higher than the parameters of
the substrate material. According to the spectroscopy of the electrode impedance, equivalent substitution
schemes have been established and their parameters have been calculated, according to which the identity
of the corrosion coefficients obtained by different methods has been proved.

4. The influence of composition and surface morphology on the physical and mechanical
characteristics of the coatings is analyzed. It was established that ternary alloys Fe-Co-Mo (W), Co-
Mo-W (Zr) by microhardness are not inferior to the electrolytic chromium coatings.
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