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Introduction

Amorphous alloys obtained by rapid solidification from the melt exhibit a similar structure to those
observed in the liquid state, i.e. without long range ordering, in such a way that the constituents of the
alloy usually are randomly and homogeneously distributed. Amorphous alloys, depending on their
composition, may exhibit interesting characteristics such as very soft magnetic properties and improve:
resistance to corrosion (1). The high corrosion resistance of these alloys is attributed mainly to a highe
rate of dissolution of passivating elements in the amorphous state. In addition, amorphous alloys ar
chemically homogeneous and free of defects such as grain boundaries, precipitates and segregatic
which are favorable sites for corrosion (1). The corrosion resistance of amorphous alloys also depend
on their thermal history. Several authors (2, 3, 4) have reported that structural changes, such a
structural relaxation and devitrification caused by annealing, change significantly the corrosion prop-
erties of these alloys.

The FegB,5Siy commercial amorphous alloys are produced by the melt spinning process and mainly
used as transformer cores owing to their excellent soft magnetic properties, but their resistance t
corrosion is poor compared to other commercial amorphous alloys (5). Chattoraj et al. (6) report
significant degradation of the magnetic properties caused by corrosion, and conclude that this fact mu
be taken seriously since, in normal applications, this alloy can rarely be isolated from corrosive agent:
in the atmosphere. The purpose of this paper is to study corrosion resistance of the amorphous FeB:
alloy and the effects of structural changes such as structural relaxation and partial crystallization cause
by annealing.

Experimental Procedure

Fe,gB,5Siy amorphous ribbon of 1gum thickness and 50mm width (METGLAS 26053Y) was
supplied by Allied Signal Inc., USA. Samples were studied in the as cast and annealed states. Th
annealing was conducted under an argon atmosphere by heating and cooling the samples at
degree/min. The annealing temperatures were 430, 470 and 500°C, which were selected on the basis
devitrification curves obtained by differential scanning calorimetry (DSC).
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Figure 1. DSC-curves for the as-cast sample (1) and 500°C annealed sample (2).

Structural changes were characterized by DSC and X-ray diffraction (XRD). Structural relaxation in
the amorphous state was monitored by measuring the apparent specific heat of both the as-cast al
annealed samples by DSC in an argon atmosphere, using a heating rate of 20 degree/min.

Corrosion resistance evaluations were carried out in 0.18@j electrolyte, using both mass loss
and electrochemical measurements. Mass loss experiments were performekds020 0.010 mm
samples with cycles of 15 minutes in the electrolyte solution. Before each weighing the samples were
rinsed with carbon tetrachloride and carefully dried. The electrochemical measurements, including the
charge transfer resistance.Rand corrosion current density, |, were taken in a three-electrode cell
using a 0.62 crharea of the bright face of the amorphous alloy ribbons as the working electrode. The
auxiliary electrode was a Pt foil and a saturated calomel electrode (SCE) was used as a reference. F
was evaluated by electrochemical impedance spectroscopy, EIS, at frequencies ranging from 20,000 |
0.01 Hz. The R data fitting was performed using the program “Equivalent Circuit V.3.97” written by
B. A. Boukamps. Thegl,,,was evaluated from potentiodynamic polarization curves, PPC, obtained with
a scanning rate of 1 mV/s. Thg,], data fitting was performed using the program “Soft.Corr - Corrosion
Measurements Software, model 342.” The instrumentation consisted oBafa & PARC mod. 273
potentiostat for potentiodynamic polarization curves (PPC), and@&E PARC mod. 273 poten-
tiostat and a Solartron FRA mod. 1255 for electrochemical impedance spectroscopy (EIS) measure
ments.

Results and Discussion

Figure 1 shows the DSC measurements for the as-cast and 500°C annealed samples. The as-cast san
shows two exothermic crystallization peaks. The annealing at 500°C caused partial devitrification, as
observed in the DSC curve with its first exothermic peak almost fully suppressed.

Figure 2 shows the XRD patterns for the as-cast and for the partially crystallized samples. The XRD
of the as-cast sample exhibits only diffuse diffraction halos as is typical for amorphous alloys while the
XRD of the annealed sample shows well defined peaks. Annealing at 430°C or 470°C caused only
structural relaxation in the amorphous structure. The full amorphous state was preserved, as wa
verified by XRD and DSC analyses. DSC analyses consisted of comparing the crystallization enthalpy
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Figure 2. XRD patterns for the as-cast sample (A) and 500°C annealed sample (B).

with that for the as-cast sample. Structural relaxation was observed by monitoring the evolution of the
apparent specific heat (Cp) with temperature, in both the as-cast and annealed samples. Figure 3 sho
this evolution for both as-cast and 430°C and 470°C annealed samples. While the apparent specifi
heats of the annealed samples increase with increasing temperature, and show single endothermic pe:
associated with magnetic transitions, the as-cast sample shows two endothermic peaks. This differen
indicates that the annealed samples have a relaxed structure, since the first peak for the as-cast sam
is related to structural relaxation. Thus as the temperature rises, the specific heat of the unrelaxe
amorphous sample increases monotonically until the atoms reach a temperature at which they begin
relax. As this process involves heat liberation, the apparent specific heat starts to decrease (firs
endothermic peak), until the temperature reaches a point at which no further atomic rearrangements ce
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Figure 3. Evolution of the apparent specific heat with temperature for as-cast and annealed samples.
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Figure 4. Values of corrosion rate obtained by mass loss experiments for as-cast and annealed samples.

occur. At this point the apparent specific heat starts to increase again until the material reaches th
magnetic transition, or Curie, temperature.

Figure 4 shows the corrosion rates obtained by mass loss experiments, for the as-cast and anneal
samples, and Figure 5 shows the values of charge transfer resistgnctr Rhese samples. The
corrosion density currents.(l,) obtained from potentiodynamic polarization curves are presented in
Table 1.

Samples annealed at 500 °C exhibit higher corrosion rates (mm/y) and corrosion current density, an
a lower ion flux resistance (g at the metal/electrolyte interface, compared to the other samples. These
results indicate that partial devitrification causes a significant decrease in the corrosion resistance of thi
alloy. The same effect was reported for several alloys, including both high corrosion resistance
amorphous alloys with high concentrations of strongly passivating elements such as chromium (2), an
other commercial alloys with lower corrosion resistance (4). This effect is attributed to microstructural
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Figure 5. Values of Charge Transfer Resistancgg, fr the as-cast and annealed samples.
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TABLE 1
Corrosion Density Currents (J,,) Obtained
From Potentiodynamic Polarization Curves,
Using 0.1M H,SO, as Electrolyte

Sample Love [MA]
as cast 178.8
annealed at 430°C 158.5
annealed at 470°C 151.6
annealed at 500°C 254.4

features such as grain boundaries, precipitates and segregation, which are favorable sites for corrosi
(1) because they act as anodic regions, causing preferential etching, while the adjacent amorphot
matrix acts as the cathodic region. Recently (7) it was reported that although a nanocrystallized
Fe,sB,3Sig alloy has better oxidation resistance than the amorphous state, a coarse-grain crystallizatiol
leads to a deterioration in that property.

Comparing the samples annealed at 430 and 470 °C with the as-cast sample, the annealed samp
exhibit lower corrosion rates (mm/y) and corrosion current density,)(land a higher ion flux
resistance (R), indicating a higher corrosion resistance in these samples. This result may be attributed
to the structural relaxation and stress relief caused by annealing. Structural relaxation decreases the fr
energy of the amorphous system, thereby causing a decrease in the reactivity of its elements ar
increasing the alloy’s chemical stability. The lower corrosion rate agdand higher R of samples
annealed at 470°C, compared to samples annealed at 430°C, indicate that the higher temperatu
annealing results in greater structural relaxation, thereby increasing the corrosion resistance.

It is also important to mention that the stress relief and structural relaxation caused by annealing
treatment at 430 and 470°C can improve the soft magnetic properties of the amorphous sample. Durin
the quenching process used to obtain the amorphous ribbons, internal stresses caused by inhomogent
quenching are formed. These stresses are a barrier for magnetic wall movement (8), and cause
lowering of magnetic performance under oscillating magnetic fields. Therefore, the stress relief
improves the soft magnetic properties. The structural relaxation, which allows rearrangements in the
amorphous matrix structure, such as chemical and topological short range ordering, can improve so
magnetic properties and also stability over a long period of time (9).

The increase in corrosion resistance of the alloy analyzed in this study is in agreement with results
published in the literature for other magnetic soft amorphous alloys, such as FeBSi (6) and FeNiSi (4)
alloys. It was reported that an increase in corrosion resistance of these alloys by annealing was achieve
below the crystallization temperature, although no structural characterization of the samples was done

Summary

Partial crystallization of the EgB,3Sig amorphous alloy caused a significant decrease in its corrosion
resistance. Structural relaxation, demonstrated by the evolution of the apparent specific heat, leads |
higher charge transfer resistance values and lower corrosion density current values, indicating a
increase in the corrosion resistance of this alloy.
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