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Abstract: This investigation explores the influence of the austenitisation heat treatment and thus,
of the prior austenite grain size (PAGS), on the kinetics of the bainitic transformation, using as A
case study two high-carbon, high-silicon, bainitic steels isothermally transformed (Tyg, = 250, 300,
350 °C), after being austenised at different temperatures (T, = 925-1125 °C). A methodology, based
on the three defining dilatometric parameters extracted from the derivative of the relative change in
length, was proposed to analyse the transformation kinetics. These parameters are related to the time
to start bainitic transformation, the time lapse for most of the transformation to take place and the
transformation rate at the end of the transformation. The results show that increasing the PAGS up
to 70 um leads to an increase in the bainite nucleation rate, this effect being more pronounced for the
lowest Tys,. However, the overall transformation kinetics seems to be weakly affected by the applied
heat treatment (T and Tg,). In one of the steels, PAGS > 70 pm (T, > 1050 °C), which weakly
affects the progress of the transformation, except for Tr, = 250 °C, for which the enhancement of the
autocatalytic effect could be the reason behind an acceleration of the overall transformation.

Keywords: bainite; transformation kinetics; austenitisation temperature; austenite grain size; full
width at half maximum

1. Introduction

Bainitic microstructures have been receiving much attention in the development of
modern steel grades. In such development, it becomes fundamental to characterise the
kinetics of the bainitic transformation and understand the necessary parameters to tailor
it. Considering that the most common and direct way to characterize the transformation
kinetics relies on dilatometry, it is paramount that a unified, accurate and objective de-
scription of dilatometric curves during the bainitic transformation is adopted, engendering
confidence in the interpretation of the results and in the transformation models actually
being developed.

In brief, the bainitic reaction proceeds by the consecution of nucleation events of ferrite
subunits at either austenite grain boundaries (v /vy interface) or at the interphase boundary
of a previously nucleated subunit («, /v interface), autocatalytic bainite nucleation [1,2],
followed by its growth occurring by a displacive and diffusionless process similar to that
of martensite [1].

A subunit of bainitic ferrite grows and lengthens until the capacity of the surrounding
untransformed austenite to accommodate plastic strain is exhausted. The newly formed
subunit, which is supersaturated with carbon, rejects its excess to the surrounding austenite.
A new subunit then nucleates at the boundary of a previously nucleated subunit (o, /v
interface) and this way, the characteristic sheaf structure evolves [3].
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The number density of potential grain boundary nucleation sites mainly depends on
the prior austenite grain size (PAGS); the grain boundary area decreases with increasing
austenite grain size, leading to less nucleation sites [4]. However, it has to be considered
that the grain boundary and autocatalytic density of potential nucleation sites is also a
function of the volume fraction of bainite formed. The density of available oy, /7y interfaces
depends on both the fraction of bainite formed and the fraction of remaining available
austenite. The density of available oy, /v interfaces also depends on the density of y/y
interfaces since the grain boundary nucleation is a precursor for autocatalytic nucleation.
Given the displacive character of bainite growth, the surrounding austenite is plastically
deformed, which implies that the dislocation densities around the bainite/austenite inter-
faces may vary as the bainitic growth continues to form sheaves. Therefore, the activation
energies of autocatalytic nucleation and of grain boundary nucleation will also vary differ-
ently [5]. When bainitic ferrite plates reject their excess of C to the surrounding austenite,
the extension of the generated C fields/ profiles, mainly controlled by the diffusion coef-
ficient of C in austenite, will also influence the available driving force for the remaining
transformation events.

Careful consideration of the aforementioned mechanisms puts on display the impor-
tant influence the austenitisation heat treatment and thus, the PAGS, have on the kinetics of
the bainitic transformation, from the control of potential nuclei sites to the strain accommo-
dation effects due to the Hall-Petch size-related strengthening effect [6,7], the probability
of hard impingement events, C diffusion distances, etc. However, despite the numerous
efforts made in depicting the effect that the PAGS has on bainitic transformation, there
is still an open debate, as the reported effects show that decreasing its size can accelerate
the bainite formation kinetics [1,8-12], while other studies show the contrary [11,13-16].
Given that among the aforementioned studies, there is not a unified criterion to characterise
the transformation kinetics, the comparison of results from different sources is at least
debatable. To overcome this reasonable doubt, we propose a unified, accurate and objective
method using a case study of two bainitic steels, isothermally transformed at the same
temperature after being austenised at different temperatures, to generate different PAGS.

2. Materials and Methods

For this work, two different steels were used: a high C designed steel and a commercial
steel produced by Ovako (Hofors, Sweden), denoted as Sp11C and OVA, respectively. Their
chemical composition can be found in Table 1. Both alloys were selected for their high C
and Si content that makes them perfect candidates for this study, having transformation
kinetics that evolve slowly and progressively, as revealed later in this manuscript. It has to
be noted that the formation of cementite during the bainitic transformation in both alloys
was suppressed thanks to their high Si contents (~1.5 wt. %) [17].

Table 1. The chemical composition of the low-temperature bainitic alloys used in this study, all in wt.
% (with Fe to balance). Acz temperature (in °C), after heating at 5 °C/s, has been estimated from
dilatometric experiments.

Alloy C Si Mn Cr Mo Co Al Acs
Sp11C 0.8 1.6 2 1 0.24 4 1.7 870 £ 8
OVA 0.7 1.5 1.3 1 0.24 0 0 820 £11

Thermal treatments were performed in a DIL Bahr 805D high-resolution dilatometer
(TA Instruments, Hiillhorst, Germany) from TA Instruments equipped with an induction
heating coil. Helium was used as the quenching gas and the temperature was controlled
by a type K thermocouple welded to the central part of the sample surface. The equipment
enabled thermal and thermomechanical treatments while tracking the phase transforma-
tions by monitoring the change in the length of the sample. The dilatometry tests were
performed using a specific module, equipped with fused silica push-rods to measure the
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longitudinal length changes. Cylindrical specimens (height x diameter=) 10 x 4 mm? were
used in these experiments.

Quantitative X-ray diffraction (XRD) analyses were used to determine the amount of
retained austenite and bainitic ferrite. Samples were step-scanned in a Bruker AXS D8 X-ray
diffractometer (Bruker AXS GmbH, Karlsruhe, Germany) with a rotating Co anode X-ray
tube as a radiation source, Goebel mirror optics and a LynxEye Linear Position Sensitive
Detector (Bruker AXS GmbH, Karlsruhe, Germany) for ultra-fast XRD measurements. A
current of 30 mA and a voltage of 40 kV were employed as tube settings. Operational
conditions were selected to obtain the X-ray diffraction data of sufficiently high quality.
XRD data were collected over a 2 h range of 35°-135° with a step size of 0.01°. The amount
of austenite and bainite were obtained from the integrated intensities of the (002) (112),
and (022) peaks, which correspond to the ferrite planes, and from the (200) (220) and (311)
austenite peaks [18]. Using several peaks has been proven to prevent non-accurate results
related to the crystallographic texture [19].

The sample preparation for XRD included grinding and polishing up to 1 pm diamond
paste, followed by a cycle of etching (3% Nital for 10 s) and polishing in order to remove
the surface layer that had been plastically deformed during the grinding step. This surface
layer might contain traces of martensite induced by the sample preparation, which would
underestimate its real amount of austenite/bainite.

The microstructure was revealed by the same process that was just described, followed
by a final etching with a 2% Nital solution, more appropriate for fine microstructures than
the commonly used metallographic preparation procedure [20]. The microstructure was
observed under a JEOL JSM-6500 field emission gun scanning electron microscope (FEG-
SEM, JEOL Ltd, Tokyo, Japan) operating at 10 kV. Specimens were inspected throughout
the transverse circular section of the dilatometry samples.

The thermal etching technique has been used to reveal the prior austenite grains size
(PAGS). This technique allows the austenite grain boundaries to be revealed in dummy
samples previously subjected to the same austenisation treatments but vacuum cooled to
room temperature instead (cooling rate ~10 °C/s), in order to prevent the darkening of the
sample surface due to the residual oxygen present in the helium gas, which is the inert gas
normally used to control the cooling rate in the dilatometer. Special sample preparation
conditions are given elsewhere [21,22]. Once the parent grains were revealed, their areas
were measured on light optical micrographs by an image processing program [23], from
which the equivalent diameter of the grains could be calculated. Note that at least 200
grains were measured per condition.

3. Results and Discussion
3.1. Austenitisation Conditions

A first set of experiments, to accurately determine the Acs temperature of both alloys,
consisted of austenitising at a heating rate of 5 °C/s above 1050 °C, holding for 5 min and
cooling down at 20 °C/s. Dilatometric curves of the relative change in length (RCL) vs.
temperature, as can be seen in Figure 1, were used to determine the Acs temperatures [24].
Results thus obtained are summarized in Table 1. Based on these results, the selected
austenitisation temperature (T, ) range was set between 925-1125 °C and 950-1100 °C
for the Sp11 and OVA steel, respectively, in steps of 50 °C. It should be noted that the
selected cooling rate after austenitisation, 20 °C/s, is only enough to allow the martensitic
transformation to take place.

The martensite start temperature, Ms, was measured at all selected T conditions,
and when possible, the prior austenite grain size (PAGS) was revealed and measured as
well; the results thus obtained are presented in Figure 2. It is clear that the effect of the
austenitisation heat treatment and thus, of the PAGS on the Ms of the steels, is very limited
if not negligible, which agrees with recent reports that show that average austenite grain
sizes above 15-20 um have a negligible effect on the Ms temperature of steels [25-27].



Metals 2021, 11, 324

40f12

19 4 + spi1c
15 1 I;
SR I —1125°C
3 : i ----1075°C
& 0.7 + I —-1025°C
e L e 975°C
03 ’: —SP11C il _9250C
Pt -—-OVA | ¥
-01 v"\\\}\\\\}\\\\}\\\\}\\\\\\\\\\ T T T |
0 200 400 600 800 10 5
1.75 +
Temperature (°C) - OVA
1.35
g 0o 1100°C
= 7 _
0.55 T
2 : ----1050°C
0.15 —-1000°C
025 = 950°C
-0.65 7\\\\‘\\\\}\\\\}\\\\}\\\\}\\\\}

0 200 400 600 800 1000 1200

Temperature (°C)

Figure 1. Relative change in length (RCL) during heating (5 °C/s) and cooling (20 °C/s) from
different T+ in SP11C and OVA steels.
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Figure 2. Evolution of the martensite start temperature (Ms) and the prior austenite grain size (PAGS)
as a function of the austenitisation temperature (T ) in SP11C and OVA steels.

3.2. Bainitic Transformation Conditions

Based on the results from the previous section, the selected isothermal transformation
temperatures (T}s,) to develop bainite were 250, 300 and 350 °C for both alloys. The times
selected, tyg,, were adapted to the chemical compositions in order to ensure that the bainitic
transformation reached its completion. Those times varied between 12-14 h at 250 °C and
5 h at 300 and 350 °C. Further details on the determination of Ty, — ti5, can be found in
previous works [28-31].

Under all studied conditions, and for both alloys, the final microstructures consisted of
bainite, i.e., bainitic ferrite («},) and retained austenite (v), either as thin films (y¢) trapped
between the plates or as blocks (y},), trapped between the sheaves of bainite. The XRD
results in Figure 3 show that the microstructures are mainly composed of bainitic ferrite,
whose amounts (V},), which are very similar between both steels, tend to decrease as the
isothermal temperature increases [1]. Irrespective of the PAGS, at a given Tis,, the bainitic
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ferrite fraction Vi, was almost the same since they were driven to transform under the
same magnitude of chemical driving force. It is important to highlight the fact that, after
bainitic transformation, martensite formation was not detected by dilatometry in any of
the tested conditions.
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Figure 3. Amount (%) of bainitic ferrite (V},) as a function of T, and Tis, in SP11C and OVA steels.
Ilustrative XRD patterns for OVA steel after austenitisation at 1050 °C and isothermal treatment at
the indicated temperatures.

Selected examples of the typical diffraction patterns and microstructures obtained are
presented in Figures 3 and 4, respectively.

The distinctive sigmoidal curve obtained by dilatometry during the isothermal bainitic
transformation has three regions that define the progress of bainite reaction (Figure 5). An
initial period where the transformation has not yet started or is not detectable (RCL~0)
leads to the start and progress of the transformation (rapid increase in RCL) and when it
is finished, and no further transformation occurs, a steady state is reached (RCL~const.).
Thus, at a given T, and for different Ty, the kinetics of the transformation is easily
debatable when comparing the temporal evolution of the RCL curves (see Figure 5a,b). It
has to be noted that under the assumption of isotropic transformation, the magnitude of
the RCL of the plateaus, in Figure 5 curves, is directly related to the amount of bainitic
ferrite formed (V},); in this sense, it is clear that the dilatometry results and those obtained
by XRD, Figure 3, align.
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Figure 4. Selected examples of bainitic microstructures, for steel SP11C treated at T, = 925 °C and
(@) Trso =250 °C and (b) Tys, = 300 °C, for steel OVA treated at T, = 1050 °C and (c) Tys, = 250 °C
and (d) Ty, = 300 °C. Where oy, stands for bainitic ferrite and y; and vy, for retained austenite films

and blocks. Note that scale bar applies to all images.
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Figure 5. Examples of the relative change in length (RCL) during isothermal treatments, for different
Tis at a given Ty, (a,b), and for the same Ti, the effect of the Ty, (c,d).
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For SP11C, the transformation becomes slower as Tys, decreases, while for OVA steel,
although the slowest transformation is at 250 °C, the fastest is detected at the intermediate
temperature of 350 °C. However, such an analysis can become an almost impossible task,
when using the same type of curves, or when one tries to elucidate the effect that T+, has
on the bainitic transformation, as can be seen in the curves at Tjs, = 300 °C in Figure 5c,d.

In this work, the method that the authors propose is based on the derivate of the
RCL (DRCL) curve and the analysis of the width of its bell shape. Figure 6 shows two
selected examples, with very different transformation kinetics, to explain the proposed
methodology, both corresponding to the SP11C alloy austenitised at T, = 975 °C and
isothermally treated at 250 and 350 °C, with very slow and very fast transformation,
respectively.
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Max. :
0.5
FW@H = tf -to
o~ - 04
2 (1) @=1/2 Max. z
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Figure 6. The relative change in length (RCL) and its derivate (DRCL) during two characteristic
isothermal treatments, corresponding to the SP11C alloy austenitised at T, = 975 °C and isothermally
treated at 250 and 350 °C.

Obviously, the DRCL is a reflection of the actual RLC, showing that after the initial
incubation period, the transformation rate increases dramatically, reaching a maximum
(Max., tmax) after which the transformation decelerates. It is important to note that the
maximum transformation rate occurs relatively early in the experiment and, therefore,
tmax is independent of both the exact duration of the test and also whether the asymptotic
line at the end of the curve is actually reached or not. From the same Figure 6, it is also
evident that the deceleration process is not constant, and the transformation becomes very
sluggish as it advances toward its completion; for example, in the more evident case of the
transformation at 250 °C where the distance between the tmax and t; continuously increases
as the transformation advances. In order to parametrize such behaviour, it is proposed to
adopt a similar approach as that used, for example, in the XRD peak broadening analysis, by
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determining the full width at half maximum (FWHM). In the present example, in Figure 6,
three possibilities are explored and denoted as FW@M, where @ identifies the height of
the maximum at which the analysis is performed, i.e., 1/2,1/4 and 1/10 of the maximum,
and t, and t; delimit the magnitude and position of the corresponding FW@M (= t; — t,).
Given the sharp increase in the DRCL plot at the beginning of the transformation, different
@ only leads to small differences in t,, and what it is even more important, also to small
variations of the RCL, i.e., the amount of bainitic ferrite transformed. As an example,
for the 250 °C case, the variation in time measured between the t, at 1/2 and 1/10 is of
28 min and the estimated difference in the amount transformed is ~4% while in the case of
T1so = 350 °C, the time span is 6 min with a variation in the amount of bainite of ~4%. The
same calculation for the t, at 1/4 and 1/10 reduces the differences in time and the amount
of bainite to 14 min/~1% and 3 min/~1% for the 250 and 350 °C case, respectively. The
(RCL)t (Vb)steady state

(RCL)steady state
On the contrary, as the transformation proceeds and it becomes slower, the lower

the @ value is, the bigger the t¢ is. However, since in this region the RCL curve is already
close to the plateau, the variations in RCL are not as great as those in t,. Again, a rough
estimation in the intervals @12 and 110 and 14 and 110 reveals differences in the time
and amount of bainite of 113 min/~14% and 68 min/~4% for the 250 °C test, while for the
350 °C case, differences are 15 min/~10% and 8 min/~4%.

In view of these results, it seems sensible to assume that regardless of the chosen @
value, t, will provide a fair estimation of the beginning of the transformation, while for the
t¢, it will be more reasonable to use a small value of @, i.e., 110, which represents 90 and
94% of transformation at 250 °C and 350 °C, respectively.

With this type of calculation, it is possible to draw the TTT diagrams using the sys-
tematic approach just described, as seen in Figure 7, which shows the fronts corresponding
to t,@ 110, tmax and t; @ 110. In the case of the OVA steel, the fronts of the TTT diagram
correspond to those typical C shapes, implying that the transformation is faster at the
intermediate T of 300 °C, slower at 350 °C and much slower at the lowest isothermal T
of 250 °C. SP11C shows, on the other hand, the typical transformation front of higher C
bainitic steels [32,33], where the transformation becomes slower as Tig, decreases.

Even with this type of diagram, there is an inherent difficulty in depicting the influence
of the PAGS on the bainite transformation kinetics. Three parameters have been selected
for a better comparison of the transformation kinetics, see Figure 8. These are t,(@=110)
as the initial time for the transformation; FW@M (@=110) as the time lapse for most
of the transformation to take place; and finally, the slope of the DRLC curve between
t{@ 14 and t@ 110, x in Figure 6, which provides an estimation of the sluggishness
of the transformation at its later stages. Note that higher absolute values of x must be
interpreted as a faster approach to the end of the transformation at its later stages, i.e., the
transformation would become less sluggish.

As for the effect of the T, and thus, the PAGS (Figure 2), on the bainitic transforma-
tion kinetics, the initial period (t,(@=110)) in the OVA steel decreases as the T, /PAGS
increases, with a sharp decrease at the highest T, /PAGS and being more pronounced at
the lowest Tig,. Interestingly, the time span of the transformation, FN@M, does not seem
to change much and only relevant differences are found at the highest Tyg, (350 °C), where
it seems that transformation shortens as the T, PAGS increases. The sluggishness (x) of the
transformation seems to be almost unaffected by the T, PAGS with only a mild decrease in
it for the highest Tyg, and T, .

For the SP11C alloy, two regimes are observable. The first one corresponds to
T, =925-1025 °C where the PAGS is < 70 pm (Figure 2) and the t, and FW@M behaviour
in both alloys is essentially the same. On the other hand, as the PAGS increases above
70 pm with T, (1025-1125 °C), t, seems to remain steady, while FW@M only shows a rele-
vant increase at Tyg, = 250 °C, remaining roughly invariant for the other two temperatures.

estimation of the amount of bainitic ferrite at a given time (t) is given as
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Figure 8. Selected dilatometric parameters for the comparison of bainite transformation kinetics.

The x parameter behavior is more complex, as it depends on the Tjs,. Thus, the
transformation rate reduces weakly as T, increases at the lowest Tis,, while at 300 °C, a
stronger reduction is observed up to T < 1025 °C (PAGS < 70 um) when it becomes faster.
As for the 350 °C treatments, the opposite situation is detected, as the last stages of the
transformation become faster up to PAGS < 70 um, moment at which it becomes slower.

Broadly speaking, it can be concluded that increasing the PAGS up to 70 pm leads to an
increase in the bainite nucleation rate (t,), this effect being more pronounced for the lowest
T1so and for the OVA steel. However, the results suggest that the overall transformation
kinetics (FW@M) is weakly affected by the applied heat treatment (T, and Tis,). When
the PAGS > 70 um (results only available for SP11C steel, T > 1050 °C), it weakly affects
the progress of the transformation (t,, FW@M), except for Tig, = 250 °C, for which larger
T, /PAGS accelerate the nucleation and overall transformation kinetics, suggesting that,
in this steel, the autocatalytic effect may become important for larger PAGS and low Tig,.
The results found in SP11C seem to be in line with the observations of Hu et al. [14], who
observed that there seems to be a critical PAGS below and above which there is a distinctly
grain size effect. Nonetheless, the reasons lying beneath the existence of a critical PAGS
beyond which the behaviour of SP11C alloy changes, are speculative and further research
is needed on this topic. This grain size effect might have not been observed in the OVA
steel because the grain size is much smaller (Figure 2). Finally, regarding the approach
to the later stages of the transformation, no definitive conclusions can be drawn as very
different results are found in the steels under study as a function of T., and Ti,.
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4. Summary

A methodology, based on the three defining dilatometric parameters extracted from
the derivative of the relative change in length (DRCL), has been proposed to analyse the
transformation kinetics of bainitic transformation:

(1) The initial time for the transformation, represented by t,(@ = 110);

(2) The time lapse for most of the transformation to take place, represented by FW@M
(@ = 110), the full width at 110 of the height of the DRLC curve;

(3) The slope of the DRLC curve between t(@ 14 and t;@ 110 (x), as an indication of the
sluggishness of the transformation at its later stages, where t, and t; delimit the magnitude
and position of the corresponding FW@M (=t — t,), respectively, and @ identifies at which
height of the maximum of the DRLC curve the analysis is performed.

Such methodology has been tested using a case study in which the influence of the
austenitisation temperature (T, = 925-1125 °C), i.e., of the prior austenite grain size (PAGS),
has on the kinetics of isothermal bainitic transformation (Tys,= 250, 300, 350 °C) of two
high-carbon, high-silicon, bainitic steels.

The results show that increasing the PAGS up to 70 um increases the bainite nucleation
rate (tp), this effect being more pronounced for the lowest Tjs, and for the OVA steel.
However, the overall transformation kinetics (FW@M) seems to be weakly affected by the
applied heat treatment (T and Tjg,). In the SP11C steel, PAGS > 70 pm (T, > 1050 °C)
barely affects the progress of the transformation (t,, FW@M) except for Ty, = 250 °C,
for which larger T, /PAGS accelerate the nucleation and overall transformation kinetics,
suggesting that, in this steel, the autocatalytic effect may become important for larger PAGS
and low Tig,. This grain size effect might have not been observed in the OVA steel because
the grain size is much smaller. Regarding the approach to the later stages of the bainitic
transformation (x), no definitive conclusions can be drawn as very different results are
found in the steels under study as a function of T, and Ti,.
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