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Abstract: The intermediate-temperature embrittlement range was examined for Fe, Al, Cu, and Ni
alloys. It was found that this embrittlement occurs in many alloys, although the causes are very
diverse. Embrittlement can be due to fine matrix precipitation, precipitate free zones, melting of
compounds at the grain boundaries, segregation of elements to the boundaries, and, additionally for
steel, the presence of the soft ferrite film surrounding the harder austenite matrix. Grain boundary
sliding and segregation to the boundaries seem to dominate the failure mode at the base of the trough
when intergranular failure takes place. When cracking is due to the presence of hydrogen or liquid
films at the boundary, then the dissociation along the boundaries is so easy; it is often independent of
the strain rate and is always intergranular. In the other cases when failure occurs, if the deformation
is carried out at a high strain rate, it is normally transgranular (e.g., hot rolling giving rise to edge
cracking). However, when the strain rate is reduced to that of creep (e.g., bending during continuous
casting of steel), failure can also take place by grain boundary sliding, and intergranular failure then
becomes the favoured mode.

Keywords: hot ductility; Fe, Al, Cu, and Ni alloys; segregation; intergranular and transgranular
failure; grain boundary sliding; precipitation

1. Introduction

Hot deformation of metals and alloys is very complex, involving the formation of
crystal defects, the strengthening by them, temperature softening and fracture, and their
flow behaviour can be quantified by the strain, strain rate, and working temperature. Usu-
ally, grain boundary embrittlement occurs by segregation of specific elements to the grain
boundaries and by dynamic precipitation within the matrix and at the grain boundaries.
During hot working, dynamic recovery (DRV) and or dynamic recrystallisation (DRX) take
place, and this is often followed by grain growth. All these processes have to be accounted
for in order to interpret the hot-ductility behaviour.

Unfortunately, many ductile metals and alloys have a ductility trough in the hot
working temperature range; this is referred to as intermediate-temperature embrittlement
or hot-ductility loss and is measured by the reduction in area (RA) or elongation at fracture
in high-temperature tensile tests [1]. For example, when coarse-grained tensile specimens
from ferrite/pearlite steels are tested at low strain rates (1072 to 10~# s~!) in the temperature
range 700 to 1000 °C after cooling from the austenite, a ductility trough often occurs in
which the ductility, as measured by RA values, is excellent at the top and bottom of
this temperature range but can be very poor in the middle, giving rise to intergranular
failures [2]. An increase in the strain rate, refinement of the grain size, and prevention
of precipitation during cooling, particularly at the austenite grain boundaries, generally
lead to an improvement in ductility and a reduction in the depth of the trough [1-6],. The
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information from this curve has practical importance because this poor ductility leads
to cracking occurring during the unbending operation when continuous casting steels.
In this case, the explanation normally given to explain the trough is that a thin film of
deformation-induced ferrite forms on cooling from the austenite. The ferrite films, being
softer than the austenite grains they surround, take most of the strain, leading to “ductile”
intergranular failure, which is initiated by inclusions or precipitates situated along the
boundaries. These ferrite films form on phase transformation, and deformation can lead
them to form over a wide temperature range [1].

However, these troughs, although normally associated with steel, can be present in
nonferrous alloys and their cause can be very diverse, as with steel. In this paper, the term
“intermediate-temperature range” refers to a ~100-200 °C span, centred at a temperature
approximately half of the melting point of the alloy, conditions which favour creep when
strain rates are low.

The present review explores the presence of all these hot-ductility troughs and whether
there is any common denominator which may link them together.

2. Hot Ductility of Steels

Considerable scientific work has been carried out in understanding the hot-ductility
trough for low-carbon steels and it is only proposed to summarise the findings here,
although because steel is being used as a benchmark, more detail is required when neces-
sary [1-6]. In HSLA (high strength low alloy) steels, the depth of the trough increases with
increasing grain size, finer precipitation, and decreasing strain rate and is dependent on the
composition [1-3,5,6]. Grain boundary sliding (GBS) is generally an important feature in
these low-ductility intergranular failures, as both the slow strain rate during the unbending
operation (1073-10~* s!) and the temperature of deformation when straightening the
strand during continuous casting are in the range for creep. As such, it is not surprising
that precipitation at the boundaries, making it easier for cracks to propagate and on defor-
mation fine precipitation occurring within the grains increasing the shear stress acting on
the grain boundaries, will both encourage GBS, favouring intergranular fracture. Although
increasing the volume fraction of precipitation will lead to worse ductility, the fineness
of the precipitation has the overriding influence, as can be seen from Figure 1 [2]. For a
given volume of precipitation, the finer this is, the worse is the hot ductility. At the grain
surface, when there is a finer distribution of the precipitation, crack growth is very much
encouraged as the reduced spacing between the particles makes interlinkage of the crack
front much easier. Hence, slower cooling is generally recommended.
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Figure 1. Influence of particle size for C-Mn-Al-Ti and C-MnNb-Al steels, adapted with permission
from [2], 2010, Taylor & Francis.
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Because GBS is dependent on diffusion, decreasing the strain rate will increase the time
available for sliding to occur, again favouring intergranular failure. Coarser grains probably
worsen the ductility (see Figure 2) by increasing the crack length along the grain boundary
before the path is blocked by encroachment of the crack with an adjacent grain [1-3].
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Figure 2. Influence of grain size on the RA (reduction in area) value of steels, where Do is the original
grain size before deformation for steels having 0.15% C, 1.4% Mn and for TWIP steels having 0.6% C,
adapted from Barrie Mintz [5] (2022) in which precipitation hardening is not contributing to the RA
value, adapted with permission from [2], 2010, Taylor & Francis.

However, weakening the grain boundaries by having residual amounts of Cu, As,
Pb, P, and S segregated there can also contribute to a deepening of the trough, leading to
intergranular failure [7,8]. Hence, it is not essential to have the thin film of ferrite present
to give poor ductility, and other explanations are given; these being precipitate-free soft
zones (PFZ) near the boundaries, low melting point phases precipitated at the boundaries,
or weakening of the metallic bonding at the boundaries by the segregation of foreign
atoms. In the case of B additions to steel, the latter explanation is often given, this time for
strengthening the bonding [2,8].

It is generally found in steel that the changeover from transgranular ductile to inter-
granular brittle occurs when the RA value using a standardised tensile testing regime drops
below 35% and almost fully brittle failures occur when the RA value is <20% [9].

However, these other explanations for intergranular failure are very different to the
concept of soft films of ferrite being responsible for the trough. Intergranular failure when
the thin film is present is ductile and is caused, on deformation, by voids forming around
the MnS particles at the boundaries, linking up in a ductile manner to give fracture [6]. The
reason ductility is so low is that most of the total strain is taken up by the ferrite film. The
failure here is low-ductility “ductile” intergranular, not brittle intergranular. However, even
when “ductile” intergranular failure occurs, Ouchi and Matsumoto [10] clearly showed
that GBS, as seen in Figure 3, still contributes very much to the failure at these elevated
temperatures (700-1000 °C) and accounts for its intergranular appearance. Therefore, even
when the film of ferrite is present and the fracture is ductile-intergranular, GBS is still
operative. They make the point that austenitic grain boundary sliding may be a necessary
condition for initiating a crack, but it is not always the controlling factor for propagation
and hot ductility [10].

Troughs in which no ferrite films are present are shown in Figures 4 and 5 for fully
austenitic and fully ferritic steels, respectively [11]. The troughs in these two steels are
due to dynamic precipitation of fine carbides and nitrides forming at the grain boundaries.
Ductility improves at the high-temperature side of the trough where the precipitates are too
coarse to influence ductility and at the low-temperature side, when they are not precipitated
out in the time of the test.
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Figure 3. The effect of strain rate (€) on the hot ductility and grain boundary sliding in a Nb containing
(0.054% Nb) HSLA steel tested at 800 °C (et is the strain in the tensile test and egb is the strain due to

grain boundary sliding), adapted with permission from [10], 1982, Transactions of the iron and steel
institute of Japan.
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Figure 4. Hot-ductility curves for coarse-grained (600 pm) austenitic stainless steel for four strain
rates. The composition of the steel was 0.014% C, 25.5% Cr, 22% Ni, 2% Mo, 0.11% V, and 0.13% N,
adapted with permission from [11], 1997, Taylor & Francis.
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Figure 5. Hot-ductility curves for coarse-grained (600 um) ferritic stainless steel at the same four strain
rates used for the austenitic stainless steel. The composition of the steel was 0.013% C, 18.5% Cr, 2.3%
Mo, 0.02% Nb, 0.28% Ti, and 0.013% N, adapted with permission from [11], 1997, Taylor & Francis.
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However, the effect of strain rate on the hot ductility of coarse-grained fully austenitic
(fcc) and fully ferritic (bcc) steels is very different, as shown above in Figures 4 and 5.
In the case of the austenitic steel, increasing the strain rate improves ductility, while
for the ferritic steel, ductility deteriorates. This illustrates the difference between when
fracture is controlled by GBS, as it is with austenite, and when it is not, as in ferrite. For
austenite, GBS occurs easily so that increasing the strain rate reduces the amount of GBS
and ductility improves (see Figure 4). In contrast, with a ferritic stainless steel, increasing
the strain rate causes the hot ductility to decrease and failure is transgranular, as is normally
found when testing at room temperature (see Figure 5). This arises because when tensile
testing at elevated temperatures, both GBS and DRX have difficulty occurring in a ferritic
structure [12,13] and the ductility is controlled by the inclusions and the dislocation density,
in the same way as it is at room temperature. In an austenitic structure, DRX is favoured as
the softening process, whereas DRV is favoured in a ferritic structure [12,13]. For ferritic
structures, increasing the strain rate causes the dislocation density to increase, encouraging
fracture (unless recovery is very rapid).

In the case of the ferritic stainless, Figure 5, which contains Nb as a microalloying
addition, the poor ductility is caused by the dynamic precipitation of Nb(CN), and for
the austenitic steel, Figure 4, which contains V as a microalloying addition, it is probably
the precipitation of V(CN) [11]. The failure mode is mainly transgranular in the ferritic
steel as the minimum ductility is always high, >65%. It is the precipitation and inclusions
within the matrix rather than at the boundaries that are influencing ductility. In the matrix,
when precipitation is at its finest, the dislocation density will be high, embrittling the steel,
but at higher temperatures the particles are too coarse to influence ductility. At lower
temperatures there are no or too few precipitates to influence ductility. In contrast, for the
austenitic stainless steel, GBS dominates the fracture process.

However, Liu et al. [14] gave a totally different explanation to account for the hot-
ductility troughs and the influence of strain rate in these fully austenitic and ferritic steels.
This theory is not based on precipitation but assumes the trough is caused by P segregation
to the boundaries weakening the bonding there. The trough can then be explained by
the non-equilibrium segregation of P to the boundaries, with the RA value decreasing as
the amount of P segregated to the boundaries increases. For non-equilibrium segregation,
there is a critical time for reaching the maximum segregation, corresponding to the worst
ductility. At greater times, back-diffusion of P from the boundary takes place and the P
level at the boundaries decreases and ductility improves. This critical time can be accurately
calculated from the processing times used for the tensile test, and this can then be used to
explain the shape of the hot-ductility troughs and the influence of strain rate as well as the
influence of strain rate on grain size. The time required for back-diffusion of P to occur
from the boundaries leading to less P and better ductility is very different for the two steels,
being much faster in a bcc structure compared to an fcc structure [15]. Xu et al. [16] came
to similar conclusions with regards to the importance of non-equilibrium segregation in
accounting for intergranular embrittlement.

Hence, intermediate-temperature embrittlement in steels can also be caused by the
segregation of trace elements to the boundary either weakening or strengthening the
boundary. B is an example for strengthening [2,15] and S [17-19] and Sn for weakening [15].
Kang et al. [17] showed, using auger electron spectroscopy (AES), that the ductility loss
that they found in plain low-C-Mn steels (0.04% C, 0.46% Mn) on cooling from 1400 °C to
1000 °C can be ascribed to the segregation of free S to the austenite grain boundaries, and
this high-temperature embrittlement by S to the grain boundaries is often reported. [2,18,19].
Laha et al. [18], using AES, detected both S and O, on an austenitic Ni-Cr-Fe weld fracture
surface showing poor ductility, and Heo et al. [19] found that ductility improved in a type
347 austenitic stainless steel when B and Ce were added. The Ce was needed to remove the
S to allow the B to segregate unimpeded to the boundaries.

Another type of high-temperature intergranular failure in steels is the segregation of
elements which form low melting point compounds at the grain boundaries and, hence,
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give rise to a hot-ductility trough. In steels, P [20] and Cu [21] are the main elements
causing such a problem. A residual level as low as 0.01% Cu can lead to hot shortness
in steel, allowing the low-melting-point Cu phase to form, which melts on hot rolling,
leading to cracking. Similarly, P, when segregated in excess to the boundaries, forms a
low-melting-point iron phosphate compound. Hot ductility, like hot shortness at the low
strain rates, typically used in the straightening operation, is also affected by these elements,
and although its origins may be similar, there is no conclusive evidence [20]. Furthermore,
P segregation can, at times, benefit hot ductility [22].

3. Troughs in Spheroidal Cast Irons

Mg is added to iron to spherodise the graphite (>0.04%Mg), thus improving the
room-temperature ductility and impact resistance. However, a Mg addition can cause
embrittlement at elevated temperatures [23]. Like steel, spheroidal graphite cast iron is
susceptible to this intermediate-temperature embrittlement, but at a lower temperature
range of 350-500 °C, compared to 700-900 °C, for low-C steel (i.e., melting point of cast
iron and low C steel, ~1050 and 1540 °C, respectively) [24-30]. Wright and Farrell [24]
showed that this embrittlement increases with Mg and S content, but adjusting the P level
can restore the ductility.

Similarly, Iwabuchi and Kobayshi [27] showed that increasing the Mg content at the
same P level, Figure 6, curves C and F, caused the trough to deepen and widen, whilst
increasing the P level at the same Mg level caused the ductility to improve (curves A and
C). They examined a number of cast irons with various combinations of P (0.07-0.14%)
and Mg (0.037-0.085%), and concluded from their work that the elevated temperature
brittleness shown in Figure 6 and the intergranular fractures associated with the trough
were probably due to segregation of Mg (i.e., Mg has a melting point of 650 °C) to the
boundaries, weakening the bonding there and occurring when the Mg%/P% ratio is >1.5. P
is beneficial because it probably segregates preferentially to the boundaries before Mg is
able to reach them, removing the vacant sites needed for segregation of Mg to occur and so
strengthens the boundaries. This beneficial effect of P segregation is a consequence of its
high diffusion rate [31]. A similar benefit is found when the P level is increased in HSLA
steels, preventing the more deleterious to ductility Nb precipitating out as carbides on the
vacant sites [7]. However, if too much segregation of P to the grain boundary occurs, the
low-melting-point iron phosphate type phase forms, giving liquid films, very low ductility,
and intergranular failure [20].
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Figure 6. Hot-ductility curves for spheroidal cast iron showing the beneficial effect of P in righting
the detrimental effect of Mg, adapted with permission from [25], 2023, Elsevier. The strain rate used
was 3 x 1074 s~1. The base composition was 3.5% C, 2.6% Si, 0.05% Mn, 0.005% S, and 0.028% Ni.
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Chen et al. [28] further confirmed, using AES, that P does segregate to the ferrite
grain boundaries in cast irons. However, Gonzalez-Martinez et al. [25] more recently
suggested that the embrittlement is due to oxygen infiltration from the atmosphere to the
grain boundaries, which then combines with the Mg there, forming brittle MgO particles.
It is not clear why the particles have to be brittle to influence crack growth. These coarsen
with increasing temperature, thus improving ductility. The reason for Mg causing such a
detrimental effect on ductility is still, therefore, unclear, but Seah [32] calculated, from his
theory that relates segregation to the strength of grain boundaries, that Mg is likely to be
one of the most detrimental of elements when segregated to the boundaries for weakening
their bonding.

Because the lower testing temperatures used for cast iron are within the temperature
range for dynamic strain ageing (DSA), fracture examination showed cleavage fractures
even at as low a strain rate as 3 x 10~* s~! (Figure 7a) [25]. The fracture appearance can
be seen to gradually change from cleavage to intergranular with increase in temperature;
Figure 7b. At the highest test temperature, the fracture appearance was ductile transgranu-
lar; Figure 7c [25]. The cleavage fractures gave slightly better ductility than intergranular
failures but only because the RA values were very low, ~10% RA, as seen in Figure 7a
and b. It is not too surprising that cleavage fractures have at times better ductility than
intergranular failures. Cleavage fracture is transgranular and takes place along the (100)
planes in bec metals. Crack propagation depends on the bonding between the planes, the
rapid build-up of dislocations, and the sharpness of the crack front. Intergranular fracture
depends on the bonding at the boundaries, and if, for example, in an extreme case, there is
a wafer-thin film of liquid covering the solid grain surfaces, the energy required for crack
propagation will be very low, and less than that for cleavage.

Figure 7. The different kinds of fracture that were found on the fracture surface in spheroidal cast
iron: (a) cleavage fracture at RT, (b) intergranular fracture at 475 °C, and (c) ductile fracture at 650 °C.
The black spheres are spherodised iron carbides. Specimens were machined after casting and tested
at temperatures in the range RT to 650 °C at a strain rate of 3 x 10~* s~1. Composition of the cast
iron was 3% C, 5% Si, and 0.038% Mg, adapted with permission from [25], 2023, Elsevier.

In the case of spheroidal cast iron, the matrix ferrite structure is bcc and intergranular
failure is caused by the segregation to the boundaries of undesirable elements that influence
the cohesion of the grains, rather than GBS, although GBS probably still plays a part. For
these alloys, it is clear that Mg [24-26,29] is particularly detrimental to the ductility, whilst
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P has been shown to be beneficial [24,27,28]. S has also been shown to be detrimental to
hot ductility [24]. Yanagisawa et al. [29] detected both Mg and P at the boundaries, which
may indicate the formation of MgsP,, suggesting that P may remove Mg atoms from the
boundaries, thus improving ductility. Finally, as with refining the as-cast austenite grain
size in steels, refining the dendritic ferrite grain size improves ductility [29].

Although, it is shown in Figure 6 that Mg deteriorates the ductility, whereas P improves
it, as with so much of this work, the reason for their influence is often unclear. The
explanations range from one of oxygen infiltrating from the atmosphere combining with
the Mg segregated at the boundaries to the Mg at the boundaries combining with the P. The
authors of this paper suggest another possibility, which is that P may benefit the ductility
because its rapid diffusion rate [30] enables it to reach the oxygen at the boundaries before
the more detrimental to ductility Mg reaches it, and P, being a metalloid, can combine with
oxygen, forming a pentoxide.

4. Troughs in Aluminium Alloys

Ductility troughs are again present in some Al alloys, particularly in Al-Mg alloys,
and the RA values, on occasions, can be almost zero [33-35].

Al-Mg alloys have high strength, excellent corrosion and fatigue resistance, and
good welding performance and are extensively used in structural applications in the
marine, automotive, and aeronautical industries, where weight reduction is an important
factor [36-40]. However, coarse-grained Al-Mg alloys, particularly with more than 5% Mg,
are susceptible to high-temperature embrittlement, and considerable research has been
carried out into finding out the cause, as it can result in edge cracking on hot rolling [40,41].

Much of the early work [28,33,34,42] to assess the hot ductility of these alloys was
carried out using tensile specimens that were strained at a low strain rate of ~107# s~
It was established from this work that the main element deteriorating the ductility was
Na, which, even in the trace amounts introduced during the Al-Mg alloy processing route,
deteriorated the hot ductility. For example, in an Al-Mg-5i alloy, as little as 20 ppm Na was
enough to cause embrittlement at the boundaries, forming a liquid, giving intergranular
failure. It was suggested that Na atoms segregated to the boundaries, forming molecules
which melted during hot rolling (i.e., the melting point of Na is 97.8 °C) [35,42]. However,
hydrogen cracking caused by hydrogen absorption from water vapour in the atmosphere
has also been cited as part of the cause when melting is carried out in air [43,44].

Because of the detrimental effect Na has on ductility, much of the scientific work
has been devoted to finding elements which counteract this deterioration. Horikawa
et al. [34,35,45] examined the hot ductility of a variety of trace elements, Ca, Sr, Li, Si,
and Na, in an Al-5% Mg alloy [34,45]. The curves for the Sr and Ca additions are shown
in Figure 8a,b, respectively, and they show that when Na is not present, these elements
themselves are detrimental to ductility but not as detrimental as when as little as 2 ppm of
Na is present in the alloy [35]. A similar detrimental behaviour to ductility, as shown by Sr,
was noted for Li (curve not shown) [35]. From all of the elements they examined, Si was
the only one benefitting ductility and preventing the embrittlement by Na; Figure 8c [35].
On the beneficial side, Okada and Kanno [33] found that an addition of 0.04% Y completely
removed the trough for an Al-5% Mg alloy containing 0.06 ppm of Na, but no improvement
was noted at a higher Na level of 0.60 ppm. Y is very efficient in removing hydrogen in the
melt [46], thus preventing hydrogen cracking from occurring, but this was not the cause of
the improvement in ductility in this Al-5% Mg, Na-containing alloy, as embrittlement still
occurred even when hydrogen was not allowed to enter the melt from the atmosphere. It
was suggested that both hydrogen and sodium needed to be removed to prevent embrit-
tlement, and Y somehow removed the detrimental influence of Na [33]. A small addition
of Bi or Sb (ppm) has also been found to be beneficial [47]. In the case of Bi, it was shown
that Bi could combine with Na to form a NaBi compound and hence remove the Na from
solution [47]. Similarly, Sb probably acts in the same way [48]. The explanation given for
Si improving the ductility was that the impurity elements were all able to segregate to
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the periphery of the Mg,S5i particles in the matrix, instead of going to the boundaries and
weakening them [34].
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Figure 8. Influence of (a) strontium, (b) calcium, and (c) silicon on the hot ductility of Al-5% Mg. The
influence of Na at 2 ppm (mass) is shown for comparison. Numbers adjacent to the elements are in
ppm, adapted with permission from [45], 2001, Elsevier.

All these research papers suggest that ductility is very much influenced by segregation
of elements to the grain boundaries, which can weaken or strengthen them. Lynch [49]
made the important point that embrittlement involves the transport of impurity atoms to
the crack tips where they are absorbed, so that they weaken the bonding at the boundary,
enabling the cracks to grow quickly by decohesion or dislocation emission. Suzuki et al. [50]
suggested that the weakening or strengthening at the boundary depends on the valence
electron density there; strengthening when the impurity atoms had more valence electrons
than the matrix and weakening when they contributed less. The model here is based on
the matrix positive metal ions being held together by a sea of negative electrons. At the
boundaries, bonding can only take place with the valence electrons so the more of these
there are, the stronger is the boundary.

In the case of contamination by Na, the fracture surfaces after testing at 300 °C, the
temperature showing the worst ductility, were either very flat intercrystalline at the higher
Na level, Figure 9a, or microvoid coalescent ductile at very low Na contents, Figure 9b [45].
Although the poor ductility is often ascribed to the segregation of sodium to the grain
boundaries (Na having a very low melting point of 98 °C), AES has never detected Na on
the grain surfaces [35,45], and this explanation does not account for recovery in ductility at
the higher temperatures. This led Zhang et al. [40] to look at the thermodynamics more
closely, and they showed that in the Al-5Mg-Na ternary diagram, there is a window in
which there is a liquid temperature range (see Figure 10a) before the fcc solid structure
transforms at the lower temperature to the bcc solid structure. This liquid range then
becomes more extensive and deeper as the Na level increases (see Figure 10b). The Na level
needs to be <0.5 ppm before the RA value is >35%, and failure is transgranular ductile. This
theory would, which many others do not, account for ductility improving at both the high-
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and low-temperature ends of the trough when solid fcc and solid bcc phases are present,
respectively. However, Lynch [49] suggested that the hot-ductility trough in these Al-Mg
alloys could also be explained on the basis of GBS and recovery, in that there is a critical
balance between the two processes. At low temperatures, GBS cannot occur, so ductility
is high. At intermediate temperatures, GBS occurs and dominates ductility, so ductility
is poor. At high temperatures, recovery processes occur too quickly for GBS to let cracks
grow, and there is often migration of the boundaries away from a growing crack such that
ductility is very good. Lynch [49] also noted that in the brittle region, the grain boundaries
are serrated, indicating that there will be high local stresses encouraging cavitation and
GBS. However, the very flat, shiny, glassy surfaces on the fracture surfaces (Figure 9a) do
tend to suggest that there may have been a very thin film of liquid trapped between the
grains, making GBS very easy.

Figure 9. Fracture surfaces of an Al-5.5 mol% Mg alloy tested at 300 °C at a strain rate of ~1073 s~
with (a) 1.8 mass ppm Na, intergranular fracture, and (b) 0.1 mass ppm Na, mainly transgranular
ductile failure, adapted with permission from [45], 2001, Elsevier.

There is always the added influence when melting is carried out in contact with
the atmosphere that the weakening of the boundaries may also be enhanced by oxygen
or hydrogen absorption from the atmosphere, as at these elevated temperatures these
atoms can very easily diffuse and, on reaching the boundary, can form molecules, and the
expansion there can open up the cracks [33,43,44].

For these Al alloys, Hammad and Ramadan [51] found that increasing the strain rate
in the range 5.5 x 107> to 5.5 x 1073 s~! decreased the hot ductility, as measured by
elongation in an Al-3% Mg alloy. The alloy was solution treated and water quenched and
tensile tested in the temperature range 27 to 530 °C. The high-temperature embrittlement
was suggested as being due to precipitation of Al3Mg, and MgsAl; compounds.

Deschamps et al. [41] also showed that in an Al-Mg-Mn alloy the strain rate has a
marked influence on the fracture appearance and ductility. At low strain rate (0.02 s71)
in the temperature range 500-550 °C, ductility was high, 60% RA, and fractures were
transgranular ductile. As the strain rate increased from 0.02 to 5s~! for a test temperature
of 500 °C, the fracture gradually changed from transgranular ductile to brittle intergranular,
with the ductility falling from 60 to 20% RA. Surprisingly, at the very high strain rates of
10'% to 10%° s, testing at 500 °C, the fracture again changed in appearance to a mixture
of brittle intergranular and brittle cleavage, giving the lowest RA of 10%. The cleavage
fractures were probably caused by the localised melting at the grain boundaries forming a
very sharp crack with a high stress concentration [41].
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Figure 10. Calculated phase relations in comparison with experimental data on RA. (a) Calculated
mole fraction of each phase versus temperature curves during solidification of Al-5Mg-Na alloys
with different Na contents, reprint with permission from [41], 2002, Taylor & Francis. (b) Effect of
Na content on hot ductility of Al-5Mg alloys at different temperatures, adapted with permission
from [35], 1998, Keikinzoku.

It is perhaps useful at this point to note that Al-Cu alloys also have a hot-ductility
trough in the temperature range 100 to 500 °C, with the minimum ductility being at ~250 °C.
Lin et al. [52] investigated the tensile behaviour in the lower-temperature range 100-250 °C,
and Liu et al. [53] examined the higher-temperature range 250 to 500 °C. In the lower-
temperature range (100-250 °C), Lin et al. [52] found the elongation to increase with the
decrease in temperature or increase in strain rate in the range 3 x 1073 to 3 x 1072 s~ 1.
This is because, for the elongation, the work hardening rate increases with lowering of the
temperature, and eventually outweighs the lack of any recovery. Increasing the strain rate
gives less time for recovery processes to take place in the timeframe of the deformation
process. Although some recrystallisation was observed at the highest temperature, 250 °C,
recovery was the main mode of removing dislocations. Furthermore, Liu et al. [54] found,
at the higher temperature range of the trough 250 to 500 °C, that, again, the main softening
mechanism was DRV. The effect of increasing the strain rate on hot ductility of the Al-Mg
alloys is therefore the opposite to that of the Al-Cu alloy. This influence of increasing strain
rate in decreasing the ductility in Al-Mg alloy is more in keeping with the behaviour shown
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by ferritic steels, whereas for the Al-Cu alloy, it is more in keeping with the behaviour
shown by austenitic steels in which GBS is the major cause of failure.
Finally, for this section, as with steel, coarsening the grain size embrittles the alloy [55].

5. Troughs in Copper Alloys

Again, hot-ductility troughs are present, and segregation to the grain boundaries influ-
ences the depth, giving typical intergranular and transgranular fractures, as found in steel.
Data on hot ductility are sparse because although there are generally no cracking problems,
the occasional presence of undesirable impurity segregates to the grain boundaries can
give rise to a hot-ductility trough, as shown in Figure 11 for residual lead.
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Figure 11. Effect of lead additions on ductility—temperature behaviour of a Cu-10Ni alloy. A high
strain rate of 10 s~! was used, reprint with permission from [56], 1984, Japan Institute of Metals.

Gavin et al. [56] also showed that in an as-cast Cu-10Ni alloy the depth of the
intermediate-temperature trough, using the elongation as a measure of ductility, was
adversely affected by the impurity elements studied (i.e., Bi, Pb, Se, S, and Te). It is im-
portant to mention that a high strain rate of 10 s~! was used. The impurity levels varied
from 1 to 750 ppm (wt.%). S was relatively innocuous at levels as high as 750 ppm (wt.%).
The fracture appearance was ductile transgranular at the low- and high-temperature ends
of the trough, and at the intermediate temperatures, the fracture became more and more
intergranular with impurity content and decrease in ductility. They suggested that the
impurity elements segregate to the grain boundaries and weaken the bonding, but no direct
proof was offered.

The improvement in ductility occurred for this Cu-Ni alloy, as for steel, when recrys-
tallization was possible. Chubb and Billingham [57], using a similar testing procedure to
the previous reference, found that in Cu-Ni alloys the ductility decreases with Ni content,
and suggested that this is because Ni delays the recovery and recrystallisation processes.
As with steel, there is a minimum ductility, in this case, 30% elongation, when the fracture
appearance changes from transgranular to intergranular.

6. Ni and Nickel Alloys

Ni and Ni alloys are used in the aerospace industry for turbine blades, discs, and
parts close to the aircraft engine, having high strength, fatigue and corrosion resistance,
and, most importantly, good creep properties at high temperatures. However, Ni-based
superalloys are prone to high-temperature embrittlement in the intermediate-temperature
range 600 to 900 °C unless precautions are taken [58,59]. Ni-based superalloys are used at
temperatures of 650-700 °C and sometimes reach as high as 800 °C [60].
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Hu et al. [60] showed that Ni-Co-based superalloys have very poor ductility, <5%
elongation, at temperatures in this temperature range, as shown in Figure 12. The fracture
surface gradually changed from ductile to intergranular brittle as the tensile testing temper-
ature increased from room to 750 °C when decohesion took place at the interface between
the v’ precipitates and the y matrix on the fracture surface. In this case, the poor ductility
was ascribed to the prolific precipitation of v’ in it various forms and the low stacking fault
energy, which produced a vast number of deformation twins when a change in the mode
of deformation took place at high temperatures [60].
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Figure 12. Tensile properties of a Ni-Co-based superalloy using a strain rate of 3 x 107* s~1
(composition: 25% Ni, 14% Cr, 2.8% Mo, 1.2% W, 8.0% (Al, Ti, Nb), 0.02% C, 0.02% B, 0.03% Zr, and
balance Ni, adapted from [60], 2022, Crystals.

White et al. [61] examined the high-temperature embrittlement of Ni and Ni-Cr alloys.
Trace elements were found to influence the creep cavitation process and AES was used to
provide direct evidence of impurity segregation to the cavity surfaces at the boundaries.
Trace additions of Sb and Sn (1 wt.%) caused extensive creep cavitation whilst 0.11% Zr,
in contrast, inhibited creep. Residual S when it was over 10 ppm was the main segregate
causing problems, as shown in Figure 13 [61,62]. The importance of GBS and the effect of
impurity elements on weakening or strengthening the boundaries were again highlighted.
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Figure 13. Reduction in area plotted vs. temperature for nickel, at various concentration of sulphur,
adapted with permission from [61,62], 1983, Springer.
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This very detrimental effect of S seems to be very common in alloys, and Christien [63]
reported, (Figure 14) a similar effect in an austenitic Fe-Ni alloy (42% Ni). This gave a
similar hot-ductility trough to those shown above in Figure 13, but almost zero ductility
occurred at a test temperature of 800 °C, with S levels as low as 9 ppm when tested at a
strain rate of 8 x 107> s~ 1. Increasing the strain rate had a marked influence in restoring
ductility, as it does for austenitic steel. Christien [63] also suggested that the transport of S
to the crack tip under deformation is extremely fast, leading to a significant reduction in
the surface energy, facilitating crack growth. Increasing the strain rate results in the S level
at the crack tip being decreased, leading to better ductility.
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Figure 14. Influence of strain rate on the RA of a Fe-Ni alloy with 9 ppm of S tested at 850 °C. A
preheating step at 850 °C was conducted so that the total time spent at 850 °C was the same for all
tests of 40 min, adapted from [63], 2020, Materials.

Oxygen can also cause cracking if precautions are not taken, as Figure 15 shows [64],
and hydrogen cracking after aging has been found in Ni-based alloys [65]. However,
Bricknell and Woodford [64] found little influence of strain rate in the range 1072 to
10~* s7! on the elongation.
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Figure 15. Hot-ductility curves of %RA against temperature for Ni270 tested in temperature range of
RT to 1000 °C following 200 h air or vacuum exposure at 1000 °C. Also shown is the beneficial effect

of machining samples from the centre of blanks after vacuum exposure. A strain rate of 1072 s~! was
used, adapted with permission from [64], 1981, Springer.
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7. Discussion
Origin of the Troughs and Intermediate-Temperature Embrittlement

It is clear from the foregoing that hot ductility of alloys is very complex and there is
no one unifying interpretation. There are many causes of the trough and intermediate-
temperature embrittlement; the soft film of ferrite (as in the case of steels), precipitation,
presence of precipitate free zones (PFZs), melting of the solute at the boundaries, the change
from dynamic recrystallisation (DRX) to dynamic recovery (DRV), and GBS, and, very often,
segregation to the grain boundaries is needed to give a trough. Thus, it is not surprising
that there is a multitude of explanations for a hot-ductility trough.

However, there are two common conditions required for a trough to appear and the
ductility at the base to be poor, resulting in intergranular failure. The first is that embrit-
tlement, which gives intergranular failure, usually involves GBS in fcc alloys including
austenitic steels. This means that it normally only occurs when conditions are ripe for
creep, i.e., the homologous temperature is 0.3 to 0.5T,. The second, and most important,
requirement is that there must be some weakness at the boundaries and this can take many
forms, from segregation of impurity atoms to the boundaries, to soft films of ferrite, to
liquid films at the boundaries.

It must be stressed that the conditions are critical and, for example, GBS, as well as
causing embrittlement, can also give rise to superplasticity [66]. As long as the GBS is
controlled so it does not develop cracks, which lead to fracture, enhanced ductility can
occur [66]. Al-4.5% Mg can give 300% elongation when tested at a strain rate of 1073 571
at 400 °C. In this alloy, the strain rate sensitivity is high and necking is prevented [66].
Similarly, as well as impurity elements, which segregate to the boundaries, weakening
them, there are others which will strengthen the boundaries. Design of engineering alloys
(DEA) [67-74] has now become an important field of research with tremendous potential
not only for improving the elevated temperature properties of metals and alloys but also
improving the room temperature properties. He et al. [72] noted that although a lot is
known about grain boundary strengthening, little attention has been paid to its effect
on mechanical properties, and this is an obvious area for more research. DEA has been
used to develop high-entropy alloys (HEA) composed of multiple principal elements with
exceptionally high strength and thermal stability, and the optimum strength for these
alloys has been derived theoretically and confirmed experimentally, but these are isolated
cases [73,74]. DEA also has been used to optimise room-temperature strength in high-
entropy nano-polycrystalline alloys having Fe, Al, Ni, Cr, and Cu present [72,74]. Cu
was shown to be the main element that segregates to the boundaries and strengthens
them, but the amount segregating has to be closely controlled, as too much weakens the
boundary. Leject et al. [70,71] made considerable headway in relating interfacial segregation
to grain boundary embrittlement in bec iron, and there is considerable agreement with the
experimental observations and theoretical calculations.

In low- to medium-C steel, the hot ductility after casting is often controlled by the
formation of the soft, thin film of DIF, and this has tended to dominate research on the
subject, but this, as already noted, is not essential for a hot-ductility trough to be present,
even in steels. PFZs are often present in many alloys, and then the hot-ductility behaviour
becomes very similar to having the soft ferrite film at the boundaries. Fracture is then
similarly low ductility, but “ductile” intergranular. These PFZs not only occur in austenite
but are present in most alloys when dynamic precipitation can take place.

In discussing these hot-ductility curves, it is important to address the different factors
that influence their formation and control the shape and depth, these being composition,
grain size, strain rate, and precipitation.

8. Influence of Composition, Grain Size, Strain Rate, and Precipitation on Hot Ductility

For low- to medium-C steel, the width of the trough is related to when the ferrite film
forms and so is related to the austenite to ferrite transformation, which has been shown
to be defined generally as the temperature range from the Ars to the Aez when DIF can
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form [2]. DIF is believed to form very easily, and only a small deformation is required
(2-3%); hence, it is present during the straightening operation when continuously casting
steel [2,75]. The composition of the steel is therefore important, particularly the C and Mn
contents, the elements which have the major influence on the transformation temperatures.
When no C is present, i.e., pure iron, no films can form, and ductility is 100%, even at low
strain rates, 1073 s~ 1.

More generally for alloys with microalloying elements, the width is the range of
temperature in which fine dynamically precipitated precipitation can occur. When liquid
films form at the boundaries, it is at the range of temperature in which the molten liquid
is stable.

8.1. Grain Size

In this rather confusing research field of hot ductility, of all the many variables influ-
encing this, refining the grain size seems to invariably improve the hot ductility, although
its effect can vary considerably, with the improvement increasing as the grain size decreases,
as the curve in Figure 2 shows [2]. Thus, for steels, refining the grain size from 1000 to
300 pm only has a relatively small influence in improving ductility, but refining the grain
size from 300 to 80 pm has a major influence. Hence, refining the as-cast grain size from
600 um, as in Figures 4 and 5, to ~30 pm, which is shown in Figure 16a,b, completely
removed the troughs in both the fully ferritic and fully austenitic steels, independent of the
strain rate in the range examined [11].
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Figure 16. Powerful influence of refining the grain size from 600 pum to ~30 um in removing the
trough both in (a) fully austenitic (fcc) and (b) fully ferritic (bcc) steel, adapted with permission
from [11], 1997, Taylor & Francis.

8.2. Strain Rate

The influence of strain rate is variable in these alloys, sometimes having little or no
influence [66], improving ductility or making it worse [11].

When creep conditions apply as with austenite, increasing the strain rate will improve
hot ductility but in their absence normal transgranular ductile failure is likely to occur.

However, when liquid films are present or the bonding is severely weakened at the
boundaries by trace impurities, increasing the strain rate is likely to be beneficial because
less time is available for the weakening segregates to reach the boundaries.

In coarse-grained low- to medium-carbon steels tensile tested in the austenite phase
field, higher strain rates lead to a gradual removal of the trough, and if the strain rate is suf-
ficiently high, ductility will remain excellent at all temperatures. Here, GBS is dominating
the fracture behaviour, i.e., creep conditions apply giving brittle intergranular failure at
low strain rates. In contrast, in the absence of creep, normal ductile transgranular failure
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occurs. which is inclusion- and dislocation-density-controlled, and lower strain rates will
lead to better ductility.

At room temperature, most failures in tensile tests are transgranular ductile, in which
case increasing the strain rate will rapidly increase the dislocation density, leading to
early failure. In contrast, increasing the strain rate at elevated temperatures when creep
conditions apply will generally give less time for grain boundary sliding and will thus
improve ductility.

At the higher temperatures, DRX is most effective in restoring hot ductility, as it is
continuous in removing dislocations and is particularly beneficial if the new recrystallised
grains are finer. Recovery, in contrast, is dependent on the balance between the rate at
which dislocations are accumulated and their rate of removal [12,13]. Hence, increasing
the strain rate will have a negative effect on hot ductility when recovery is the main means
of improving the ductility, and it is not sufficient to keep pace with the dislocations being
created through deformation. The stacking fault energy (SFE) is a good indicator of whether
recovery is more likely to occur, rather than DRX, as this controls cross-slip. If the SFE
is low, the partial dislocations are well separated and cross-slip is difficult, favouring
recrystallisation. If the SFE is high, the dislocations are close to each other, favouring
cross-slip and recovery.

A table of SFEs [76] for a selection of common fcc metals and alloys at room temper-
ature is given in Table 1 and shows the big difference between aluminium (180 mJm~2)
and austenitic stainless steel (20 mJm~?2) [76]. Bcc metals do not generally have stacking
faults, being short of close-packed planes, and to achieve a stacking fault requires a very
high SFE [77] such that recovery is favoured rather than GBS. Austenitic stainless steel can
recrystallize more easily than ferritic, and the restoration of good ductility is often dramatic
when DRX is possible. Thus, although Al has a high SFE (i.e., 180 mJm~2), alloying reduces
the SFE and Mg is particularly good at this; a 5% mass Mg addition results in the SFE
falling to 20 mJm~2 similar to that of stainless steel, and so will recrystallise and recover
relatively easily (see Figure 17). Bcc alloys including iron have a high SFE and, hence,
find recovery easier than DRX [12,13], and ductility improvements are generally lower.
However, recovery is still very important and McQueen and Blum [13] showed that DRV
can be a sufficient restoration mechanism in high-temperature deformation to provide a
steady-state substructure in both Al alloys and o-Fe alloys.

Table 1. Experimental stacking fault energy (SFE) values of common metals and alloys at room
temperature, data from [76].

Metal or Alloy Stacking Fault Energy (mJm—2)
Al 180
Ni 75
Cu 75
Brass 25
Austenitic stainless steel 20
Al-5% Mg 20, Ref. [78]

The stacking fault energy for an Al-4.5% Cu alloy is even lower than the Al-5% Mg
alloy [79], so that DRX is probably responsible for the improvement in ductility at the
high-temperature end of the trough; Figure 11. The difference in strain rate behaviour
between the Al-Cu alloy and the Al-Mg alloy may suggest that there is a liquid film at the
boundaries in the Al-Mg alloys causing the embrittlement so that sliding becomes very
easy. In the case of the Al-Cu alloys, the more normal behaviour for an fcc alloy is shown,
with ductility improving with increase in strain rate.



Metals 2024, 14, 270

18 of 26

—

W

<
T

100 |

wn
<
T T

Stacking Fault Energy, v ( m.l/mz)

Mass % of Mg

Figure 17. Influence of stacking fault energy as the amount of Mg increases in aluminium, data
from [79-81].

In the case of creep, the hot ductility is controlled by what is happening at the grain
boundaries rather than in the matrix. At low strain rates, if the temperature is sufficiently
high, creep conditions occur and the failure is intergranular, not transgranular. Thus, it is
probable that intergranular low-ductility failures can occur in all metals and alloys if the
strain rate is slow enough and the temperature high enough to encourage creep.

It might be expected that when creep conditions apply (i.e., elevated temperatures
and low strain rates), GBS leading to low-ductility intergranular failure would be the main
form of intergranular failure, but this is not always so, because other forms of intergranular
failure compete. In Al alloys, it is either low-melting compounds at the boundary or a
weakening of the bonding by segregation of atoms to the boundary that can either weaken
or strengthen the bonding there. Industrially, when Al-Mg alloys are hot rolled, this being
one of the main processing routes, edge cracking can occur, so the ductility at high strain
rates is the most relevant, and creep conditions, although still important, are not generally
controlling the ductility. Furthermore, even if continuous casting is used to cast Al alloys, it
does not usually incorporate the slow strain rate of an unbending operation.

Once creep conditions are present, the condition of the boundary becomes very im-
portant, and an increase in the volume fraction of the precipitated particles there and a
reduction in the spacing between particles will encourage crack growth. Not only this,
but the bonding at the boundaries and, hence, the strength of the boundary has also been
shown to be sensitive to the atoms segregating there [70,72,82-89].

Gittins and Tegart [90] first pointed out for steels that there is big difference in fracture
behaviour when the conditions change from hot working to creep. For hot working,
fractures are generally transgranular with relatively good ductility, whereas for creep
conditions, failure is intergranular and ductility can be very poor. Generally, GBS has
occurred at these elevated temperatures even when the final fracture appearance does
not readily show this. Thus, it would be expected that the temperature range in which
ductility can be poor will be related to the melting point, as for creep. Creep normally
manifests itself when the temperature (T) > 0.3-0.4 (Tr,), where Ty, is the melting point
in °C [91]. Hence for steel, copper, aluminium, and nickel, the ratios are 0.6, with the centre
of the hot-ductility troughs being at ~900, 700, 250, and 400 °C, respectively, as noted in
Table 2, with the data being taken from the literature [11,27,34,35,51,56,60]. Although Al
alloys can have a hot-ductility trough in the intermediate-temperature region, it is most
likely that when failure occurs on tensile testing these alloys in the temperature range of
the trough, it is due to one of the following: the weakening of the cohesive strength of the
boundaries, the formation of liquid films, or oxygen infiltration to the grain surfaces, rather
than creep cavitation.
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Table 2. The relationship between melting point and centre position of the intermediate-temperature
embrittlement zone on the hot-ductility curves taken from the figures shown in this review.

. . Temp. Centre Ratio: Temperature at the
M:Itf: or Meltmgol’comt (Tm) Hot-Ductility Centre of Hot-Ductility Trough
y Trough °C HD/Tm

Steel 1540 900 0.6
Nickel 1455 800 0.5
Copper 1085 700 0.6
Cast iron 1050 350-500 0.4
Aluminium 660 250 0.4

9. Importance of Segregation of Atoms and Ionic Bonding to the Cohesive Strength of
Grain Boundaries

In the case of the segregation, it has relevant importance to the hot ductility due to its
effect on the cohesive strength of grain boundaries. It is often suggested that the segregation
of atoms to the grain boundaries at room temperature dictates the properties of metals
such as strength, ductility and impact behaviour, corrosion, and weldability, particularly so
for steel [50,51,55,87]. There is also a movement to use segregation to the boundaries as
a means of designing alloys (DEA). This has arisen through the developments that have
been made for understanding the crystallography of the boundary [83,92-95] as well as
the introduction of atom probe microscopy, which has enabled segregation maps to be
made of the grain boundary segregation across the boundary [67,93]. However, because
grain boundary segregation normally involves atomic segregation, this makes it a difficult
research field.

The trough is normally centred at a temperature about half the melting point of the
alloy. However, although segregation is often proposed as the cause, proof of this is only
just beginning to be found.

Generally, segregation can be related to the solubility of the solute in the matrix
solvent; the smaller this is, the greater is the likelihood of segregation occurring [86,87].
Hence, impurities or small additions of elements, such as B or S, with very low solubility
in solution in the matrix in C-Mn steels segregate to the boundaries. Once there, they can
either weaken (S) or strengthen (B) the boundary. When strengthening occurs, it not only
improves the strength of the alloy but also prevents intergranular failure. Although much
is known about the beneficial or deleterious influence of these elements when segregation
occurs, there is still a lack of understanding of the reasons for their powerful effect on
properties, although headway is being made. It seems likely that in metals, the cohesion at
the boundaries is mainly controlled by the electronic attraction between the positive metal
ions and the sea of electrons surrounding them [87]. Messmer and Briant [87] proposed
that electronegative impure atoms acquire electrons from surrounding metals and weaken
grain boundary bonding, while electropositive impurity metal atoms transfer electrons to
adjacent solvent metal atoms to enhance grain boundary bonding. The greater the number
of free electrons, the greater is the bonding. When non-metallic elements such as P and S
segregate, they reduce the pool of free electrons. When metallic solute elements, such as
Na, segregate to the grain boundaries of Al alloys, they weaken the bonding by reducing
the number of free electrons, with Al being trivalent and Na having a valency of one. The
transition elements, Ce, La, Y, because they have many free electrons, also seem beneficial.
Boron, because it is trivalent, is beneficial in steel (Fe has a valency of 2 or 3), and because it
is an interstitial atom, packing presents no problems.

Huang et al. [96,97] have made considerable progress in understanding the relative
influence of atomic size and electronic interaction on the strength of the grain boundaries
in Cu. In these research papers, it is calculated that for the various elements they added to
Cu, the solutes with a larger atomic radius segregated more easily to the grain boundaries,
giving the most embrittlement. The electronic interactions between the Cu and the solute
atoms played the biggest part in the strengthening of the bonding at room temperature,
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and the d state electronic attractions between the transition metals and Cu could counteract
the embrittlement effect caused by the size mismatch and significantly strengthen the
bonding. Huang et al. [96,97] showed that B strengthened the boundaries by an increase in
charge density at the boundaries, whilst S weakened the boundaries from a reduction in
the charge density.

The changes in cohesive energy holding the boundary together have to be related to
the changes in bonding, and these can now be measured using spatially resolved electron
energy loss spectroscopy (EELS) [84].

Temper embrittlement in low-alloy steels is another area where grain boundary seg-
regation is important, as there are many trace elements that can segregate and lower the
cohesive strength of the prior austenite grain boundaries, leading to intergranular brittle
failure after tempering in the range 400-600 °C [98-102]. In the case of temper embrittle-
ment, it is the notch toughness that is being examined, and, as such, AES is a standard
technique for examining the fracture surface and identifying and quantifying any segrega-
tion present when the failure mode is intergranular. Thus, although temper embrittlement
is very different to hot ductility, much useful information can be gleaned from papers on
the subject.

The common embrittling elements that are found are from groups IV and VI in the
periodic table (e.g., Si, Ge, and Sn from group IV; P, As, and Sb from group VA; and S, Se,
and Te from group VIA).

These elements in steel diffuse along the prior austenite grain boundaries, lowering
the cohesive strength of the boundary. Yu and McMahon [98] examined the influence of
Si and Mn on the temper embrittlement of a C martensitic stainless steel SS 420 (13% Cr,
0.25% C with 0.02% P), which is also very prone to this type of failure, with the segregation
of P and Cr along the prior austenite boundaries causing the problem. Cr is found to
enhance the detrimental effect of P [98]. Although the elements causing embrittlement on
tempering are very often the same as those for hot ductility, this is not always the case (e.g.,
P improving the hot ductility in Al-Mg alloys).

Transgranular fracture is a ductile failure, and the ductility is dependent on the
cleanliness of the metal or alloy and is generally inclusion-controlled, with the stress acting
on the inclusions causing vacancies to be produced which join up to form cavities which
link up to give failure across the matrix. This failure is normally associated with hot
working when the stresses and the strain rate are high (i.e., 1 to 500 s~!). Creep failure,
in contrast, is intergranular and depends on the degree of grain boundary sliding that
occurs. Here, strain rates are low: 10~ to 10719 s~1. Thus, as the strain rate during the
bending operation when steel is straightened is in the range 1073 to 107* s~! and the
straightening temperature is 800-900 °C, creep conditions apply and ductility can be very
poor, leading to cracking. When grain boundary sliding is most marked, as it is at elevated
temperatures, the reduction in area values will be very low, much lower than given by
ductile transgranular failure. When grain boundary sliding is not prevalent (i.e., too low
a temperature or too high a strain rate) then failure will be transgranular and ductility
will improve. Hence, the low-ductility intergranular failures at the base of the trough
correspond to when creep conditions are applying. At the high-temperature end, creep
conditions are prevented by dynamic recrystallization isolating the developing cracks
from the grain boundaries or dynamic recovery preventing a build-up of dislocations.
A simple model for this is shown in Figure 18, for how the depth and position of the
trough is influenced by the critical strain for DRX, but this applies only to fcc metals
and alloys.
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Figure 18. Schematic diagram showing (a) how the width of the ductility trough at the high-
temperature side of the trough could be controlled by where the curve for ¢, the critical strain for
DRX, intersects the curve for &g, the fracture strain at TD;, giving the temperature for DRX; (b) how
increasing the strain rate reduces the depth and width of this trough, where ¢.1, £, and TD; refer
to the lower strain rate, and e, ef and TD, refer to the higher strain rate, reprint from [3], 2021,
Taylor & Francis.

Two curves are proposed, as shown in Figure 18a: one of the fracture strain, ¢, against
temperature and the other for the critical strain for DRX, ¢, against temperature, and where
the curves intersect, this gives the temperature at which DRX occurs, TD;. The fracture
strain is taken as the RA value at the base of the trough, and ¢, can be calculated as in
Ref. [103]. Increasing the strain rate (see Figure 18b) will lead to a narrower and more
ductile trough. The Ae3 and Ars temperatures will always give a good guidance as to the
width of the trough, as they often span the entire temperature range in which the thin film
of deformation-induced ferrite is formed.

Another important intergranular failure is segregation to the boundaries resulting
in low-melting-point compounds. This occurs in steel with Cu and P segregation and
Al-Mg alloys with Na. This leads to hot shortness in steel and intergranular brittle fracture
in Al-Mg alloys. P is an unusual element as it can be either beneficial or detrimental
to ductility. This may be because it is a metalloid and a very reactive element with a
strong tendency to segregate to the grain boundaries. It has five valence electrons and can
either donate or take valence electrons to make up a stable shell. Because P diffuses so
rapidly in steels, it can often outpace other segregates, such as Nb or Mg, which can have
a more detrimental influence on ductility [6]. However, too much segregation of P in the
steel results in low-melting-point iron phosphate phases forming, resulting in almost zero
ductility [20].

In Al alloys, intermediate intergranular embrittlement is a worry only in a few alloys
in the industry, as their main processing routes are cold or hot rolling, where the strain
rates are high, and extrusion, where creep conditions do not normally apply. Failures can
still be low-ductility intergranular if segregation takes place, leading to the boundaries
forming liquid films.

10. Summary and Conclusions

(1) Low-ductility intergranular failures (intermediate-temperature embrittlement) can
occur in both fcc and bec alloys, but the causes are very diverse and, in many cases,
not known with certainty because many of these explanations occur together and
are synergistic.

(2) Inlow- and medium-C steels, troughs can be caused by the thin film of ferrite, PFZs,
segregation of deleterious elements to the boundaries influencing the bonding, and
segregation to the boundaries leading to low-melting-point compounds. In other
metals and alloys, the same origins apply, other than the presence of the ferrite film.
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(38) Insteel and Ni alloys, creep failure is an important consideration as the unbending
operation during continuous casting is so slow (1073-10"# s~1) and the temperature
range is within the creep temperature range. The austenite phase in steel, at tempera-
tures in the range 750-950 °C, is particularly prone to this low ductility due to the low
strain rate pertaining to the bending operation. This does not take place in hot rolling
when the strain rate is much higher.

(4) Hence, increasing the strain rate, refining the grain size, and coarsening of the precipi-
tates will all lead to an improvement in ductility of steel, nickel, and copper alloys.

(5) Of all the ways of improving hot ductility, refining the as-cast grain size is the most
effective.

(6) The depth of the trough is very much influenced in low—-medium-C steel by the pres-
ence of the ferrite film or, more generally, when the film is absent by the precipitates
at the grain boundaries and/or atoms which segregate to the boundaries and alter
the bonding.

(7) The improvement in ductility at the high-temperature end of the trough is due to DRX
in the case of fcc metals with low SFE or recovery in fcc metals with high SFE and
bce metals.

(8) In Al alloys, intermediate intergranular embrittlement is a worry only in a few alloys
in industry, as the main processing routes are cold or hot rolling, where the strain rates
are high, and extrusion, where creep conditions do not normally apply. Failures can
still be low-ductility intergranular if segregation takes place, leading to the boundaries
forming liquid films, hydrogen and oxygen infiltration, or substantial weakening of
the cohesive strength of the boundaries by foreign atoms. Although the magnitude of
the effect is very variable, refining the grain size will always benefit hot ductility.

(9) Thereview highlights the importance of grain boundary segregation, both equilibrium
and nonequilibrium segregation, in controlling hot ductility, and it is felt that this is an
area which has considerable potential in not only improving hot ductility but the room-
temperature properties of metals and alloys, and further research should be focused in
this direction. Although our understanding of segregation is still limited, techniques
are available to clarify our understanding. Using grain boundary segregation to
improve properties is also likely to prove very cost-effective, as strengthening the
boundaries rather than the matrix will require very little solute.
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