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Abstract

A binary alloy of iron containing 0.17wt% of phosphorus has been heat-
treated under a variety of conditions in order to see whether the segregation
of phosphorus to grain boundaries can be controlled. The alloy transforms
fully into ferrite. It is found that the majority of solute found at the fer-
rite grain boundaries has its origins in the temperature range where phase
transformation occurs, in other words, phosphorus that is accumulated and
dragged with the growing α/γ transformation front. As a consequence, it
cannot be suppressed using cooling rates as large as 400K s−1.
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1. Introduction

The segregation of impurities to grain boundaries, and the thermodynam-
ics of the process have been studied extensively [1–3], [4, reviewed in]. The
problem is important, in part because of the deleterious consequences of such
segregation on mechanical properties [5–8]. The enrichment of the impurities
at boundaries reduces their cohesive strength, leading in some circumstances
to intergranular fracture under load [9–11]. Phosphorus is particularly po-
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tent in this respect [12], causing grain boundary embrittlement when a strong
steel is tempered or cooled slowly through a temperature range 600-650◦C
[9, 13], or the so-called tempered martensite embrittlement at 300-350◦C due
to the segregation at cementite-ferrite interfaces [14–16].

From an experimental and theoretical point of view, phosphorous segre-
gation has been characterised for static boundaries, such as those between
austenite (γ) grains or ferrite (α) grains [17–20] or interfaces between ce-
mentite and ferrite [21]. One aspect that to our knowledge has never been
studied, is what happens to the phosphorus that is at γ/γ boundaries when
allotriomorphic ferrite forms. This phase transformation is reconstructive in
nature and hence is not limited by the original γ/γ boundary, which can be
destroyed completely as the ferrite grows into both of the adjacent austenite
grains.

It is possible that the phase transformation renders the phosphorus be-
nign by leaving it in positions away from boundaries. The issue is now of
increasing importance given that there are concerted efforts to exploit the
solution strengthening of ferrite using phosphorus as a solute [22–24]. The
purpose of the present work was to investigate the segregation behaviour of
phosphorous to ferrite grain boundaries on cooling from the austenitisation
temperature in a binary Fe-P alloy. The segregation behaviour has been ex-
amined using a variety of cooling patterns designed to quantify phosphorous
segregation effects in the context of reconstructive transformation.

2. Experimental technique

The composition of investigated alloy is Fe-0.17P-0.004C-0.018Mn-0.004Si
(wt%). An ingot made using a vacuum-induction furnace, was reheated to
1473K for 2 h followed by hot-rolling in the temperature range 1273-1373K,
into 10mm in thick plate followed by air-cooling to room temperature. Rect-
angular specimens 4 ×4 × 16mm and a cylindrical specimen 8mm in di-
ameter and 16mm long, were machined from the hot-rolled plate for heat
treatment using a dilatometer and thermomechanical simulator, respectively.
Heat treatments (Fig 1) which involved cooling at rates up to 100K s−1 were
conducted using the dilatometer, and those requiring water quenching on
the thermomechanical simulator. All the specimens were austenitised at
Tγ =1373K for 30min. In cooling pattern A, the specimens were cooled to
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room temperature at constant cooling rates of 1, 3, 20, 100K s−1. Water
quenching gave a cooling rate of ≈ 400K s−1. In pattern B, the specimens
were cooled at a specified rate to the temperature where the ferrite trans-
formation completes, then further cooled to room temperature at 100K s−1.
The transformation-finish temperatures were determined from the dilato-
metric curves shown in Fig. 1d. In pattern C, the specimens were cooled
at 1K s−1 to the transformation-finish temperature, followed by subsequent
cooling to room temperature at 1, 3, 20, 100K s−1.

(a) (b)

(c) (d)

Figure 1: Heat treatment patterns (a) A, (b) B (c) C, (d) dilatation curves.

The concentration of phosphorous at ferrite grain boundaries was eval-
uated by means of Auger Electron Spectroscopy (AES). The spectroscope
(PHI 700) was operated with a primary energy of 5 keV, at a vacuum of
6× 10−10 torr, with an emission current of 90µA and an electron beam size
of about 300 nm.

The heat treated sample was machined into 3× 1.5× 16mm rectangular
specimen with a notch. It was kept in liquid nitrogen in the AES chamber
for 30min and immediately fractured to obtain fresh, intergranular-fracture
surfaces. The AES peaks used for analysis were Fe703, P120 and C271. The
concentration on the fractured surface was estimated as follows [25]:

Ci =
Hi/Si

!

kHk/Sk

(1)
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where H and S denote the Auger peak height and sensitivity factor; the
latter is 0.205, 0.613 and 0.128 for Fe, P and C, respectively. This method is
semi-quantitative because it neglects variations in the backscattering factor
and escape depth within the material, so the absolute values of phosphorus
concentration are likely to be underestimated. However, for the purposes of
the present study it is not necessary to measure the true concentration but
rather the value at the grain boundary relative to that in the matrix. The
grain boundary concentration was estimated as twice the measured surface
concentration. Since AES results show a considerable scatter, the analysis
errors are given ± 95 % double side confidence interval on the mean value
[25].

For the microstructural characterisation using optical microscopy, the
specimen was prepared using a standard method with 2 % nital etchant.
The grain size of ferrite was determined by as a mean lineal intercept since
this parameter is related directly to the grain surface per unit volume.

3. Results and Discussion

3.1. Segregation during cooling from austenitising temperature

Fig. 2 shows an example of a fracture surface; the associated spectra
confirm that while the segregation of phosphorus and carbon is present at
the ferrite-ferrite intergranular surface, both solutes are as expected, absent
at the cleavage facet. It is noted that there is a small oxygen peak at about
510 eV, but this was present in both the intregranular and transgranular
spectra and hence probably originates from the gas within the equipment
rather than from the specimen itself.

To examine the possibility that the segregation detected is at a prior
austenite grain boundary, thermal grooving experiments were done by met-
allographically preparing a sample and then subjecting it to the austeniti-
sation treatment in a vacuum, followed by quenching into water. The grain
boundary grooves together with oxide etching revealed the γ/γ boundaries
(Fig. 3a) and mean lineal intercepts gave size of 67±6µm where the stan-
dard error quoted is for 95% confidence. The same sample was then lightly
polished in order to preserve vestiges of the grooves, followed by light etch-
ing with nital to reveal the ferrite boundaries. Fig. 3b shows clearly that
the ferrite grains grow across the austenite grain boundaries. Furthermore,
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(a)

(b) (c)

Figure 2: (a) Fracture surface of AES sample cooled at 1K s−1 according to pattern A in
Fig. 1. (b) Spectrum from intergranular surface. (c) Spectrum from cleavage facet.
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the former γ/γ boundaries are not attacked by the etchant, which is not
surprising since they do not exist other than the region of ferrite that has
retained some of the thermal grooving introduced at elevated temperatures.
Quantitative data on ferrite grain sizes are reported later in the paper, and
in all cases are much larger than the austenite grain size, but comparable in
size to the fracture facets.

Fig. 4a shows the atomic fraction of phosphorous at ferrite grain bound-
aries subjected to heat treatment A. The phosphorous segregation decreases
gradually as the cooling rate increases. However, even with the highest cool-
ing rate of 400K s−1 where the ferritic structure shown in Fig. 4d is still
obtained, the segregation of phosphorous is 0.118 atomic fraction, which is
80% of the maximum segregation level of 0.146 atomic fraction at a cooling
rate of 1K s−1. This indicates that the segregation of phosphorous in ferrite
grain boundaries is not significantly avoided by accelerated cooling from the
austenitising temperature over the range of cooling rates studied.

Fig. 4b shows the data for heat treatment B, where samples were cooled
rapidly to room temperature at 100K s−1 after the decomposition of austenite
(γ) to ferrite (α) was completed. The diffusion distance of phosphorus in
ferrite during cooling at this rate and after completing the transformation
can be approximated as [26],

d2 = 6

" ta

0

D dt (2)

where t is the time to be zero at the point where phase transformation to fer-
rite finishes, and ta when the sample reaches ambient temperature. This time
period covers the temperature range Tf to 298K (25◦C). The diffusivity for
phosphorus in ferrite is given byDα

P = 0.0071×10−4 exp{−167500/RT}m2 s−1

[27]; R is the gas constant and T the absolute temperature. Using this equa-
tion, the diffusion distance over the cooling period is found to be just 0.37
µm, a value that is an order of magnitude small than the grain size of the
ferrite. It is therefore reasonable to assume that the segregation of phos-
phorus during the cooling from Tf at 100K s−1 is not possible. It follows
that the segregation must have occurred during the γ → α transformation
itself at temperatures above Tf , consistent with the fact that the extent of
segregation is essentially constant at 0.13 atomic fraction for all the cooling
rates below Tf .

It is suggested here that the phosphorus segregation may occur as the α/γ
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(a)

(b)

Figure 3: (a) Thermal grooves as well as oxide-etching reveal the austenite grain bound-
aries; (b) The same sample, lightly polished and lightly etched with nital, to reveal the
ferrite grain boundaries and vestiges of the austenite grain boundary grooves.
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(a) (b)

(c) (d)

Figure 4: Atomic fraction of phosphorous in grain boundary. (a) pattern A, (b) pattern
B, (c) pattern C, (d) optical microstructure of specimen cooled at 400K s−1.
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interphase boundary advances during transformation. If it is assumed that
for the heat-treatment pattern A, where the samples are continuously cooled
from the austenitisation temperature, the measured phosphorus concentra-
tion (xA) whereas in pattern B the concentration (xB) is due to segregation
above Tf , then the difference xA−xB represents segregation below Tf . Com-
parison of the data from heat treatments A and B, Table 2, shows that the
segregation during the cooling of ferrite is insignificant.

Table 1: Quantitative data relating to Fig. 4.

Sample Cooling rate / K s−1 Atomic fraction P 95% confidence interval

Fig. 4a 400 0.11752 0.01602
Fig. 4a 100 0.12969 0.0154
Fig. 4a 20 0.13167 0.01167
Fig. 4a 3 0.14853 0.01411
Fig. 4a 1 0.14643 0.01258

Fig. 4b 400 0.11752 0.01602
Fig. 4b 100 0.12969 0.0154
Fig. 4b 20 0.13167 0.01167
Fig. 4b 3 0.14853 0.01411
Fig. 4b 1 0.14643 0.01258

Fig. 4c 100 0.12997 0.01265
Fig. 4c 20 0.13535 0.00923
Fig. 4c 3 0.14512 0.01215
Fig. 4c 1 0.14643 0.01258

Table 2: Segregation of phosphorous during and after phase transformation. Concentra-
tions x are presented as atomic fractions.

Cooling rate from Tγ = 1373K
100K s−1 20K s−1 3K s−1 1K s−1

Pattern B, segregation during γ → α change, xB 0.130 0.129 0.126 0.130
Segregation during cooling below Tf , xA − xB 0 0.003 0.022 0.016

These results are confirmed by the phosphorous segregation during heat
treatment C in Fig. 4c, where the cooling rates below Tf are varied in order
to check whether the level of segregation changes while the sample is fully
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Table 3: Segregation of phosphorous during phase transformation and cooling in ferrite
regime estimated from AES analysis on heat treatment pattern C

100K s−1 20K s−1 3K s−1 1K s−1

Segregation during γ → α change during cooling at 1K s−1 0.13 0.13 0.13 0.13
Segregation during cooling at different rates below Tf , xC − 0.13 0 0.005 0.015 0.016

ferritic. The cooling rate above Tf was maintained at 1K s−1 for all samples,
so the amount of phosphorus segregated during transformation can be taken
to be 0.13 atomic fraction (Fig. 4c). Table 3 shows the difference 0.13− xC ,
the estimated contribution of phosphorous segregation during the cooling of
ferrite to the overall grain boundary concentration; the results are consistent
with those in Table 2, which suggests that the segregation of phosphorous
during the γ → α transformation dominates the overall grain boundary con-
centration of phosphorus in ferrite.

3.2. Grain size effect

In any grain boundary segregation problem, provided that saturation does
not occur before the solute within the grains is exhausted, the concentration
of phosphorus detected will depend on the grain size [28]. An analysis was
therefore conducted to assess whether the results are affected by difference
in the ferrite grain size as a function of the heat treatment. The grain size
effect on the equilibrium segregation is expressed by following equation.

xb

xo
b − xb

=
x− (3t/2r)xb

1− x
exp

#

−
∆G

RT

$

(3)

where, xb and xo
b are the solute concentrations at the grain boundary and

at saturation, and x is the bulk concentration. The terms t, r and ∆G
represent grain boundary thickness, average grain radius and the free energy
of segregation, respectively. When x is comparable to the (3t/2r)xb, the
grain size has an influence on the segregation, but if x ≫ (3t/2r)xb, then
the effect of grain size on the segregation behaviour will be negligible. For
the evaluation of the grain size effect in the present study on Fe–0.17P alloy,
we assume a monolayer of phosphorous (xo

b = 1) [9], t to be 1 nm [28] and
∆G = −34300 − 21.5 × T (J mol−1 K−1) [9]. As shown in Fig. 5a, there is
essentially no difference in equilibrium segregation level of phosphorous when
the grain size of ferrite changes from 10 – 1000 µm, in the Fe-0.17Pwt% alloy.
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This is attributed to the fact that there is an exceptionally large concentration
of phosphorus in the alloy, which leads to x ≫ (3t/2r)xb. Therefore, over the
grain size (measured as a mean lineal intercept) range relevant in the present
work, 100 – 200 µm in Fig. 5b, any grain size effect can be neglected.

Note that the original work quoted in Eq. 3 refers to grain size at a grain
radius estimated assuming the grain is spherical. A truncated octahedron is
a better representation of a space-filling grain shape, in which case the mean
lineal intercept is given by L = 1.69a where a is the edge length [29], and the
volume of the octahedron is given by 11.314a3. By comparing the volumes
of a sphere and the truncated octahedron, we obtain L = 1.21r. This is the
reason for the factor of 1.21 in Fig. 5a.

(a) (b)

Figure 5: (a) Effect of grain size (mean lineal intercept) on the equilibrium segregation;
there are three curves that are so similar that they cannot be distinguished, indicating an
insensitivity of segregation to grain size. (b) Average grain size after heat treatment

3.3. Segregation during transformation

The Auger analysis implies that most of the phosphorous segregation
into grain boundary of ferrite is likely to take place during the austenite to
ferrite transformation. The boundary is effectively a solute trap whether or
not it is stationary [30, 31], and it is noteworthy that allotriomorphic ferrite
nucleates at the austenite grain boundaries so there is a ready source of
segregated phosphorus available at its genesis.

However, for the segregation to persist during transformation, it is neces-
sary for the solute to keep pace with the moving boundary. The α/γ bound-
ary will move during transformation through a distance approximately half
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the grain size. Using Eq. 2, the diffusion distance of phosphorus over the same
temperature history as experienced by the ferrite 1, can be evaluated. It is
noted that t is the time for the completion of transformation and D is diffu-
sivity at migrating interface in this case. Since the diffusivity in the migrating
α/γ interface is not available, we adopted the coefficient for diffusion paral-
lel to an α/α grain boundary: DB

∥ = 8.65 × 10−4 exp{−153000/RT}m2 s−1

[32]. The results are presented in Fig. 6 which compares the distance of
interface migration during phase transformation and the diffusion distance
of phosphorous on the basis of DB

∥ . It is clear that the diffusion distances
are comparable to the migration distance of interface except for the fastest
cooling rate of 100K s−1, which implies that the concentration spike possibly
keep pace with the migration of interphase boundary.

There have been suggestions that the diffusion coefficient for migration
across an α/γ interface should lie between that for the lattice diffusivities
of ferrite and austenite, although the precise location within the domain
Dα > D⊥ > Dγ is not known [33]. A later publication [34] assumes a
geometric average (D⊥ =

√
Dα ×Dγ), attributing this to [33] but Hutchin-

son et al. do not in fact propose this relationship, nor is the value of D⊥

that they settled on consistent with the geometric mean. It also seems that
during recrystallisation, D⊥ is related more closely to bulk diffusion rather
than D∥ [35]. The lattice diffusion coefficients are given by Dα

P = 0.0071 ×
10−4 exp{−167500/RT}m2 s−1 andDγ

P = 0.01 exp{−184200/RT}m2 s−1 [27].
Using these values of lattice diffusivities leads to the result that in no case
does the diffusion distance exceed 3.2µm even for the slowest cooling rate,
which clearly is not consistent with the present observation that the phos-
phorus is present at the α/α boundaries.

There is no fundamental justification for assuming that Dα > D⊥ > Dγ ;
the notion has its origins in the analysis of some complex data that assume
the one-dimensional thickening of particles which in reality are not layers,
and then fitting a mobility value to the data [33]. On the other hand, it
is known that the thermodynamic properties of the migrating interface may
be taken to be identical to those of a liquid phase [36, 37], and that the
diffusivity at the migrating boundary is calculated to be 3 – 4 orders greater

1The temperature ranges for the calculations are as follows: (a) 1K s−1 : 1228−1183K,
(b) 3K s−1 : 1228− 1178K, (c) 20K s−1 : 1228− 1148K, (d) 100K s−1 : 1198− 1038K
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than that of stationary boundary [38]. Indeed, there is a lot of accumulated
evidence in the context of diffusion-induced boundary migration that the
moving-boundary diffusivity is orders of magnitude greater than for station-
ary boundaries [39–41] and the reasoning has a physical mechanism on the
basis of the nature of atomic jumps in the two scenarios [40]. It is therefore
felt that in the absence of data on the anisotropy of boundary diffusivities,
it is reasonable to use DB

∥ in the analysis presented in Fig. 6.

Figure 6: Comparison between
average distance of interface
migration (grey points) during
the transformation and diffu-
sion distance of phosphorous.
The curve is calculated us-
ing grain boundary diffusivity
where the flux is parallel to the
boundary.

4. Conclusions

Phosphorous segregation at ferrite grain boundaries in a Fe-0.17Pwt%
has been investigated as a function of heat treatment. It has been demon-
strated that the segregation is insensitive to the cooling rate following phase
transformation from the austenitic condition. Instead, the evidence strongly
suggests that the segregation occurs during the course of phase transforma-
tion, and there is little or no subsequent segregation as the ferrite cools to
ambient temperature over the range of parameters studied. The results of a
variety of heat treatments are consistent with this interpretation, and it is
further demonstrated that the rate at which the ferrite forms is reasonably
aligned with that at which the phosphorus may move with the transformation
front.
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A consequence of this study is that it will not be possible to suppress grain
boundary segregation in high-phosphorus alloys using cooling rates that are
practically achievable.
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[36] J. Svoboda, E. Gamsjäger, F. D. Fischer, Y. Liu, E. Kozeschnik: Acta
Materialia 59 (2011) 4775–4786.
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