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Abstract: Two kinetic approaches (integral method and Dybkov method) have been applied for
simulating the boriding kinetics of AISI M2 steel in the range of 1173 to 1323 K, by including the
effect of incubation periods. For the integral method, a peculiar solution of the resulting system of
differential algebraic equations (DAE) has been employed for assessing the diffusivities of boron in
FeB and Fe2B. The boron activation energies in FeB and Fe2B have been deduced from both approaches
and compared with the data taken from the literature. Furthermore, to experimentally extend the
validity of both approaches, four additional boriding conditions obtained on the boronized samples
at 1173, 1223, 1273 and 1323 K for 10 h were then used. The predicted boride layers’ thicknesses were
confronted to the experimental values. Consequently, a satisfactory concordance was obtained when
comparing the simulated layers’ thicknesses to the experimental values derived from the literature.
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1. Introduction

Boriding treatment is a method of enrichment of the surface of steels or Armco iron
by a thermal diffusion of atomic boron from boron-containing media [1] between 800
and 1050 °C for 0.5 to 10 h. This thermochemical treatment results in improvement of
tribological and anticorrosion properties of the treated parts. An extremely high surface
hardness obtained on ferrous alloys is ascribed to the formation of boride phases [2,3].

As per the Fe-B binary phase diagram [4], two iron borides could be formed at
equilibrium condition. The Fe, B phase containing 9 wt.% of boron crystallizes in tetragonal
system while for the FeB phase, its crystal structure is orthorhombic and having 16.23 wt.%
of boron [5]. Practically, different variants of boriding processes can be performed on the
basis of physical state of the active components: gas [6], liquid [7], electrochemical [8],
paste [9], powder [10], fluidized bed reactor [11], plasma [12] and plasma-paste [13].
However, the most frequently employed process is the powder-pack boriding owing to its
ease of implementation and lower economic cost compared to other boriding processes [14].

The AISI M2 steel is employed for manufacturing the cutting tools and punches. But
for applications requiring extreme wear conditions, this steel should be borided to enhance
its wear resistance.

Kinetically, different kinetic approaches have been established to control the growth
kinetics of compact layers composed of Fep B [15-22] or (FeB and Fe;B) [23-35] and formed
on ferrous alloys. All these mathematical models help to select the optimum values of
boride layers’ thicknesses according to the requirements imposed by the utilization of
these ferrous materials in the industry. For example, in [23], a comprehensive kinetic
model was used for the bilayer growth (FeB and Fe;B) on AISI M2 steel by assuming a
linear concentration of boron profile with the inclusion of incubation periods. In another
paper [24], two kinetic models have been suggested for studying the growth of FeB and
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FepB layers on AISI D2 steel between 1223 and 1273 K. The first approach was referred
to as the mean diffusion coefficient method and the second one the Dybkov method. In
this latter approach, the temperature-dependent parameters for the growth of both layers
krep and ke, p were fitted with the experimental data by using the Arrhenius relationships.
In other recent study, Keddam and Kulka [25] have modelled the growth of the bilayer
(FeB/FeyB) on AISI M2 steel with the integral method and Dybkov model. For the integral
method, a peculiar solution of the obtained DAE system was used to assess the values
of boron diffusion coefficients in FeB and Fe,B and by assuming a parabolic shape for
the boron concentration profile in each layer. In other study, Dybkov et al. [28] have
suggested a mathematical model consisting in studying the growth of bilayer (FeB/Fe,B)
on Fe—Cr binary alloys. The developed kinetic approach called the Dybkov model required
two fitting parameters in order to be in line with the experimental layers’ thicknesses.
Delai et al. [29] have used the classical diffusion models to follow the boriding kinetics
of 4Cr5MoSiV1 steel grade between 860 and 980 °C by getting a bilayer configuration
(FeB/FeyB) and neglecting the existence of incubation period during its formation. The
same kinetic approach was also used by Belguendouz et al. [34] to investigate the growth
of FeB and Fe;B layers on AISI D2 steel by considering the boron diffusivity in the iron
phase and by ignoring the influence of boride incubation periods on the kinetics.

Zouzou and Keddam [35] have extended the use of the integral diffusion model
for FeB, Fe;B and diffusion zone formed on AISI 316 steel with the presence of boride
incubation periods.

In this research paper, the integral method [25,26] with a new variable changes and
the Dybkov model [25,28] were suggested for simulating the boronizing kinetics of AISI
M2 steel in the range of 1173 to 1323 K by using the experimental results [23].

These two kinetic approaches have also been checked empirically by confronting the
experimental layers’ thicknesses to the simulated values. For the integral method, new
relations for boron diffusivities in FeB and Fe; B have been proposed based on the new
variable changes. For the Dybkov model, the time evolution during of FeB and Fe,B layers
have been described by the set of ordinary differential equations of first order and using
two fitting parameters (kr.p and kr.,g) with the aim of reproducing the experimental layers’
thicknesses. The determined activation energies in AISI M2 steel were contrasted with
the literature data. Finally, the mass gain in each iron boride layer was also evaluated in
dependence of exposure time that is greater than the boride incubation period.

2. Diffusion Models
2.1. Integral Diffusion Model

This kinetic model [25,26] has been used to predict the layers’ thicknesses of FeB and
FeyB formed on the surface of AISI M2 steel in case of a saturated matrix with boron atoms.
Figure 1 shows in a schematic way the change in the boron concentrations across the FeB
and Fe; B layers after a treatment time greater than the incubation period.
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Figure 1. Schematic depiction of the concentration profiles of boron inside to the double-phase boride
layer (FeB + FeyB).
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The terms CE;B (=16.40 wt.%B) and Cﬁ)if(=16.23 wt.%B) are the maximum and mini-

mum boron contents in FeB [23,24,31]. C,I:f,zB (=9 wt.%B) and CZ‘ZJB (=8.83 wt.%B) stand for
the maximum and minimum boron contents in Fe, B [31]. C,; is the adsorbed concentration
of boron [26]. The variable u(t) is the location of the (FeB/Fe,B) interface and v(t) that of
the second interface (Fe;B/substrate). The term Cy stands for the solubility limit of boron
within the matrix (=35 x 10~* wt.% B) [3].

The FeB layer thickness u(t) is expressed by Equation (1), see [23,24,30,32], for instance:

u(t) =kyy/t — 58 1

where k; is the kinetic constant at the first interface with a boride incubation time thB . The
thickness of (FeB + FepB) layer v(t) is expressed by Equation (2):

o(t) = kvE— @)

where k is the kinetic constant at the second interface with an incubation time t;.
Mathematically, it is possible to re-write the Equation (1) in the following form:

u(t)=k'\t—ty (3)
The thickness of Fe,B layer is the difference (I = v — u) given by Equation (4):
1) = (k—K)Vi Ty @

The initial conditions imposed by the integral diffusion model are expressed by:
CFEB{X(t > 0) = 0} = O;Cpezg{x(t - 0) = 0} = O;Cpe{x(t > O) = 0} =0 5)
The boundary conditions of the same model are summarized in the following equations:

FeB FeB o
Crend x|t = 1] = 0} = C,, for Cogy = 1623t.%B ©6)

F

B
Cpr{x [t = tgﬂ =0} =C, “ for Coas < 16.23wt.%B and with FeB phase  (7)

ow

CFL’ZB{x[t = to] = 0} = CE;ZB,'

for 8.83wt.%B < Cy35 < 16.23wt.%B and without FeB phase

®)

[

Cpezg{x[i’ =ty =0} = CIFE;]B for C 45 < 8.83wt.%B and without FeB phase  (9)

Cre(x(t =1t) = u) = CB (10)
Crepp(x(t =) = u) = Cyp?® (11)
Cre,p(x(t = t) = v) = C[2P (12)

Cre(x(t =1t) =v) =Gy (13)

The change in the boron concentrations with the two variables x and t are expressed
by Equations (14) and (15) based on Goodman’s method [36]:

Crep(x,t) = CEB 1 ay (1) (u(t) — x) + by () (u(t) — x)? for0 < x <u (14)
Cre,p(x,t) = C12P +ay (1) (0(t) — x) + ba(£) (0(t) — x)*foru < x < v (15)
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The following time-dependent variables a;(t), b1 (), ax(t), bp(t), have to verify the
boundary conditions. The integral method uses the DAE system (i.e., Equations (16)-(21))
for modelling the growth kinetics of FeB and Fe; B layers:

ay (tu(t) + by (Hu(t)* = (CLeP — CfeB) (16)

ax(D)[o(t) — u(t)] + ba(H)[o(t) — u(t))* = (Ci?* — C12P) (17)
2 3

%[u(? 1(t) + u(;) b1(t)] = 2DFepby (t)u(t) (18)

a2 a3
zwlzd’(iT(tt) + [v(t) Zu(t)] da;}t) + [v(t) 3u(t)] dbét(t) — ZDFeszZ(t)[U(t) _ M(t)] (19)

(a3 (t) — 2wiby (t)) Drep = a1(t)(az(t) 4 2b2(t)[0(t) — u(t)]) Dre,n (20)
and:
2winar (£)by () Drep = a1 () (a3(t) — 2wab(t)) Dre,p (21)
with: FeB FeB FerB Fe,B
(CEeP + Cfeb) CFeB 4 cFe
w0, :[ up 5 low _ngzB)]/wz _ [( up 5 low ) _CO>]
F8237 FezB
and wyp = Cop” —Cro ) 2Clow )

In order to find the relations for boron diffusivities in FeB and Fe;B, the variables
change provided by Equations (22)—(27) were used.

al (t) = w (22)
_ B
() = (23)
_ &
=) = =) @4
B2
b = = 25
20 = o) - a) )
u(t) = 2e1\/ De(t — tp) (26)

and:

I(t) = 2e21/Dre,p(t — to) (27)

The two constants €1 and ¢, stand for the non-dimensional parameters. Dr,p and
Dr,,p are the boron diffusivities in FeB and Fe;B. The constants a1, 81, & and B> must
be positive, and subjected to the boundary conditions. After substitution of these last
equations into the obtained DAE system, and derivation with respect to the time variable,
the following set of non-linear equations was deduced:

a + p1 = (Cip” — Clyp) (28)

w0+ B2 = (Cupt® = C,2°) (29)

2unafiank' (5 + L) = w1 (a3 — 200p) sk — (2 + 22y k- k)] @0

(af — 2w1ﬁ1)k'(% + %)ﬁz = a1 B1 (a2 + 2P2)[2w12k — (% + %[h)(k —-K) 6D



Coatings 2021, 11, 433

50f 14

After a numerical resolution of the obtained system of non-linear equations, the
parameters a1, B1, & and B2 can be determined. The two non—dimensional parameters &;
and ¢, are given by Equations (32) and (33):

B
g =, —2 (32)
Ve

_ Balk — 1) 33
° \/ ok — (% + 22)(k— k)] )

and:

The relations of boron diffusivities in FeB and Fe,B are finally expressed by Equations
(34) and (35):

K2
Drep = (E) (34)
and: )
K —k
Dre,p = (E) (35)

Equations (34) and (35) were obtained by comparing Equations (3) and (4) with
Equations (26) and (27).

2.2. Dybkov Model

The Dybkov model [25,28] has been used to model the kinetics of boron diffusion
through the surface of AISI M2 steel by including the effect of boride incubation periods.
At the contact interface (solid/gas), the gaseous phase resulting from the chemical reactions
occurred in the powders mixture allows the release of active boron. Afterwards the further
growth of boride layers is being controlled by the diffusion stage at the expense of boron
element [28]. For the sufficiently compact and continuous layers, Equations (36) and (37)
are then used to model the layers’ growth in dependence of treatment time at a given
boriding temperature:

du(t) _ krep 18 kre,B
at u(t)y p It

dl(t) _ ke, q kres
dt I(t)  sgu(t)

with u(t) and I(t) the respective thicknesses of FeB and Fe,B layers. The constant g (=0.60)
depends on the molar volume of each phase. The constantsp=1,g=1,r=1and s =2 are
the stoichiometric coefficients of FeB and Fe;B [28].

At the further stage, the growth process of FeB and Fe,B layers will continue at the
considered interface under the two partial chemical reactions [28] over a prolonged time
duration: B + Fe;B = 2 FeB and FeB + Fe = Fe;B

The two growth parameters kr.p and kr.,p, which are provided by Equations (38) and
(39) [25], can be obtained from the fitting of experimental data [23].

(36)

(37)

0.5k ,
kpep = @[(P —rg)k’ +rgk)] (38)
_ 0.5(k — k') q ,
kFezB - W[k—i— (@ — 1)k] (39)

Equations (38) and (39) were derived by substituting Equations (3) and (4) and their
derivatives with respect to the time into the ODE system (Equations (36) and (37)). Finally,
the obtained ODE system can be numerically solved by using the Runge-Kutta method [37]
with the initial conditions #y and Iy at a given incubation period fo.
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3. Calculation Results and Discussion

The experimental results [23] were utilized for performing the simulation of diffusion
kinetics of boron through the boride layers in case of AISI M2 steel. In this research
paper, the solid method of boriding was used to generate a dual-phase boronized layer
(FeB + FeyB) on the surfaces of treated AISI M2 steel between 1173 and 1323 K for 4-8 h.

In order to validate their diffusion model related to the continuity equations, the
samples were also borided at each temperature for a time duration of 10 h. The AISI
M2 steel had the chemical composition of: 0.85% C, 0.30% Mn, 4.5% Cr, 5% Mo, 1.950%
V, 6.4% W and Fe balance. The boron source, used during their experiments, was the
commercial boriding agent called Durborid. In the present work, two kinetics models have
been proposed to predict the kinetics of boronizing of AISI M2 steel when forming a bilayer
(FeB + FeyB). For the integral diffusion model, a particular solution of the DAE system was
used to assess the boron diffusivities in FeB and Fe,B by taking 16.40 wt.% as a maximum
boron content in FeB.

3.1. Assessment of Boron Diffusivities in FeB and Fe,B with the Integral Method

First of all, obtaining the values of boron diffusivities FeB and Fe,B are required
to simulate the boride layers’ thicknesses for the given conditions. The experimental
results [23] in terms of thicknesses were exploited to check the regime of growth laws of
FeB and (FeB + Fe;B). According to [23], the measurements of layers’ thicknesses of FeB
and (FeB + FepB) were carried out by using an optical microscope. An arithmetic mean
of eighty measurements was taken on different cross-sections of boronized specimens,
and the obtained values were compared to the simulated ones. The simulated layers’
thicknesses were in accordance with the experimental values, i.e., the simulated values
are reliable. Table 1 gives the experimental kinetics constants for the two interfaces with
the corresponding boride incubation periods [23]. These values were extracted from the
slopes of the straight lines showing the dependencies in time of #%(t) and v*(t) and fitted
with Equations (1) and (2). The boride incubation periods were obtained from a zero layer
thickness. It was noticed that the incubation periods decreased with increasing boriding
temperatures [23,30] due to the thermal activation of boron diffusion at the material surface.

Table 1. Experimental kinetics constants for the two interfaces with the corresponding boride
incubation periods [23].

T (K) k1 (um s~95) theB (s) k (um s~95) ty (s)
1173 0.065 10131 0.168 8806.2
1223 0.121 6085.7 0.305 4729
1273 0.179 4347.8 0.448 4323
1323 0.238 3815.5 0.5891 3742.7

The application of integral method also requires the determination of the new values of
experimental kinetics constants for the first interface corresponding to the boride incubation
periods of the entire boride layer. In Table 2 are displayed the new kinetics constants at the
(FepB/ FeB) interface fitted with Equation (3).

Table 2. New kinetics constants at the (FeB/Fe,B) interface with respect to the boride incubation

times tg.
T (K) K (um s=03) to (s)
1173 0.0615 8806.2
1223 0.1160 4729.0
1273 0.1788 4323.0

1323 0.2380 3742.7
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In Table 3 are grouped the calculated values of boron diffusivities in FeB and Fe,B and
those of the non-dimensional parameters (¢; and €;) with the help of the integral method
(see Equations (34) and (35)) between 1173 and 1323 K and for C/¢f = 16.40 wt.%. It is
noticed that the numerical values of £; and ¢, are nearly constant.

Table 3. Calculated boron diffusivities in FeB and Fe;B and the non-dimensional parameters with the integral method for a

maximum boron content of 16.40 wt.% in FeB.

T (K) Dgegx10712(m2 s—1) Dre,B x10712 m2 s~ 1) &1 Parameter & Parameter
1173 0.23 0.33 0.06388 0.09314
1223 0.80 1.06 0.06461 0.0916
1273 1.86 2.25 0.06553 0.08958
1323 244 4.14 0.06173 0.09735

In Figure 2 are plotted the dependencies in temperature of calculated boron diffusion

coefficients in FeB and Fe, B with the integral diffusion model. By adopting the Arrhenius
relationships, Equations (40) and (41) were derived:

206.02k] /mol

Drep = 434 x 10~ exp(— 2022 /mol, (40)
RT

DFEzB = 1.56 x 1073 exp(_%) (41)

with R denotes the ideal gas constant (=8.314 ] mol~! K~') and T the process temperature
in Kelvin.

25 — 7 25 — r '
J@) ~ (b)
Ln (Q)7(- 206.41 KJIRT - 7.74248) 1 1 Ln (D)=(- 216.18/RT - 6.45883)
26 - Fe8
- -26 - -
N " R=0.950 —
0 -27 » "0 1 J
E NE
2 7 - =g, 27 = i
gt
0 s < = | ]
| =
har} i -
- 28 — .
-29 - M
-]
-30 — T T T -29 — T T 1

0.00072 0.00076 0.00080 0.00084 0.00088 0.00072 0.00076 0.00080 0.00084 0.00088

Inverse of temperature (K’ ') Inverse of temperature ( K ')

Figure 2. Computed boron diffusion coefficients in the FeB and Fe, B layers fitted with the Arrhenius
equations (a): FeB and (b): FepB.

The activation energies for boron diffusion in FeB and Fe,B are found to be 206.41 and
216.18 k] mol ! by means of Equations (40) and (41). These values of energy are found to
be higher. It is ascribed to the alloying elements present in AISI M2 steel which limits the
diffusion rate of boron atoms leading to a reduced thickness of boronized layer. With the
presence of alloying elements, the interface (boride layer/transition zone) flattens in case
of high alloy steels [23,30].

3.2. Estimation of the Two Temperature-Dependent Parameters krop and krepp Using the Dybkov Model

The two fitting parameters kr.p and kr,,p for the Dybkov model were calculated by
using Equations (38) and (39) and considering the values of kinetics constants k and k’
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listed in Tables 1 and 2 with respect to the boride incubation periods (. The calculation
results are given in Table 4.

Table 4. Estimated values of kr,p and kr,, as the two fitting parameters for the Dybkov model.

T (K) Kkres (um-s—09) kre,p (um s702)
1173 0.0077 0.01680
1223 0.0266 0.0539
1273 0.0608 0.1125
1323 0.1067 0.1929

As a second approach, the Dybkov model was used to estimate the values of boron

activation energies in both layers (FeB and Fe;B). The two temperature-dependent pa-
rameters kr.p and kr,,g were determined by using Equations (38) and (39) in order to
match the experimental data [23] with the simulation results. Figure 3 gives the change in
temperature of the calculated kinetics constants kr.p and k., 5 based on the experimental
data [23]. After a fitting of the obtained values in terms of the squares of kinetics constants
with the Arrhenius relations, Equations (42) and (43) were derived:

-29

-30 =

-31 =

FeB

Ln (k, m’s™)

-32 =

-33

@
Ln k =( -226.02 kJ/RT - 9.18635) |

- .29 =

- .31 —

-28

FeB

Ln (k, m’s ™)

0.00072

1
0.00076

-32

(b)
1 Lnk =(-209.04 kJ/RT- 10.1531) |

0.00080 0.00084 0.00088

0.00072

0.00076

0.00080 0.00084 0.00088

Inverse of temperature (K 1) Inverse of temperature (K )

Figure 3. Temperature dependencies of kinetics constants kr,p and kr,,p determined from the
Arrhenius relationships (a): FeB and (b): Fe;B.

krep = 1.02 x 107* exP(_W ) )
RT
krep = 3.88 x 1075 exp(,%) w)

where R denotes the ideal gas constant (=8.314 ] mol ~! K~!) and T the boriding temperature
given in Kelvin.

Table 5 gives a comparison between the reported values of boron activation energies
for some steels with the present values found in this work [9,13,18,22-24,26,32,38—44].
At first glance, there are some differences in terms of activation energies. This fact was
attributed to many influential factors: (the selection of boronizing method, the selection of
the temperature range, the approach used for the computation of boron activation energies,
the chemical composition of the substrates and the chemical or electrochemical reactions
taking place during the boriding process).
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Table 5. Values of activation energies obtained on some borided steels.

. 1s Temperature Activation Energy
Steel Boriding Method Range (K) (Jmol 1) Approach Used Refs.
283 (FeB) A modified version of
AISI M2 Paste 1223-1273 239.4 (Fe B) Brakman model [9]
AISI 8620 Plasma paste 973-1073 (15;;7;58'85) Parabolic growth law [13]
2
AISI D2 Powder 1123-1273 201.5 (FepB) Diffusion model [18]
AISI 1018 Powder 1173-1273 (iig_jiisz) Parabolic growth law [22]
2
AISI M2 Powder 1173-1323 22027360 (g:%)) Kinetic model [23]
. 2
208.04 (FeB)
197.46 (FeyB) Integral method
AISI D2 Powder 1223-1273 207.84 (FeB) Dybkov model [24]
197.04 (Fe;B)
AISI M2 Powder 1173-1323 5326( jgfeg)) Integral method [26]
. 2
AISI M2 Powder 1173-1323 ;1%)’062 (%ZEBB)) Diffusion model [32]
. 2
L 118.12 ..
AISI 316 Plasma paste boriding 973-1073 (FeB + FeyB) Empirical law [38]
2
. S 145.84 .
Mild steel Spark Plasma Sintering (SPS) 973-1273 (FeB + FeyB) Parabolic growth law [39]
2
Low carbon steel Electro-Chemical 1123-1273 172.75 Parabolic growth | [40]
ow carbon stee ectro-Chemica (FeB + FeyB) arabolic growth law
AISI D2 Salt bath 1073-1273 170 Parabolic growth law [41]
(FeB + FeyB) &
1712 £ 16.6 .
AISIW1 Powder 1123-1323 (FeB + Fe,B) Parabolic growth law [42]
AISI H13 Powder 1073-1273 186.2 Parabolic growth | [43]
owde (FeB + FeyB) arabolic growth law
AISI M2 Dehydrated Paste pack 1173-1273 23342 ((FZEBB))ZH'” Diffusion model [44]
2
206.41 (FeB)
5 216.18 (FeyB) Integral method This
AISTM2 Powder 1173-1323 226.02 (FeB) Dybkov model work
209.04 (Fe,B)

Campos et al. [9] have employed the paste-boriding process to obtain the bilayer
(FeB/FeyB) at the surface of AISI M2 steel with two values of boron paste thickness (3 and
4 mm). They reported that the change in boron paste thickness had a significant impact on
the growth kinetics of boronized layers. They have used a modified version of Brakman
model [31] to assess the boron diffusion coefficients in FeB and Fe,B. As a result, the
activation energies for boron diffusion were 283 and 239.4 k] mol !, respectively. Gunes
et al. [13] have boronized the AISI 8620 steel by using the plasma paste boriding between
973 and 1073 K with two paste mixtures (B,O3 + SiC) and (B4C + SiC) and 100% B,0O3, This
experimental study revealed that the values of activation energies depended on the ratios
of either B,O3 or B4C in the paste mixtures. Ortiz-Dominguez et al. [18] have utilized the
commercial boriding agent (Durborid) to form the Fe,B layers on AISI D2 steel with flat
morphology between 1123 and 1273 K. A diffusion model has been proposed for evaluating
the boron activation energy in Fe B (=201.5 k] mol~1). Ruiz-Trabolsi et al. [22] have pack-
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boronized the AISI 1018 steel with the commercial powder mixture (Hef-Durferrit) by
varying the size of samples (in the form of cylinders with 7 mm height and variable
diameter of 1.85 to 12.70 mm). They proposed an equation for estimating the boronized
layer thickness that depended on the time duration, the process temperature and the
diameter of cylindrical samples. Accordingly, the values of boron activation energies for
AISI 1018 steel were in the range 93.8-155.22 k] mol 1. Campos et al. [23] have used the
commercial powder mixture (Durborid) to get the bilayer (FeB + Fe;B) on AISI M2 steel
from 1173 to 1323 K. In their work, the mass balance equations were formulated at the two
growing interfaces to estimate the boron diffusion coefficients in FeB and Fe,B. In addition,
empirical equations were also proposed to validate their simulation work. Keddam and
Kulka [24] have applied two kinetics approaches (mean diffusion coefficient (MDC) method
and Dybkov model) for modelling the growth of FeB and Fe;B layers on AISI D2 steel.
In the mean diffusion coefficient (MDC) method, the distribution of boron concentration
within each layer was linear with the boron concentrations kept constant at the phase
interfaces. The estimated boron activation energies in FeB and Fe,;B are dependent on
the choice of kinetic model. Zouzou et al. [26] have utilized a kinetic approach called the
integral diffusion model for simulating the boronizing kinetics of AISI M2 steel. They
obtained the expression of boron diffusion coefficients in FeB and Fe,B different from those
obtained in the present work because of another change of variables for the expressions
of layers’ thicknesses of FeB and (FeB + FeyB). Such a mathematical formulation led to
different values of boron activation energies in FeB and Fe, B but remain comparable with
the values of activation energies estimated in the present work. Abdellah and Keddam [32]
have proposed a mathematical model that incorporates the effect of incubation periods
into the boriding kinetics of AISI M2 steel. In their model, a non-linear distribution of
boron element inside each boride layer (FeB or Fe,B) was considered. From Table 4, it is
noticed that the plasma paste boriding [38] requires a minimum value of activation energy
to produce the boronized layers on the surface of steels in comparison with solid boriding
method [23,30,43,44].

3.3. Experimental Verification of Both Kinetics Approaches

The integral method and Dybkov model have been experimentally validated by
utilizing the layers’ thicknesses obtained at 1173, 1223, 1273 and 1323 K during 10 h. In
the diffusion model based on the integral method, Equations (26) and (27) were used for
predicting the layers’ thicknesses of FeB and Fe;B (u(t) and [(t)) for a maximum boron
concentration of 16.40 wt.% in FeB. For the two non-dimensional parameters 1 and &5,
the mean values were considered as follows: €1 = 0.064 and &, = 0.093. For the Dybkov
model, a numerical resolution of the obtained ODE system was performed by means of
Runge-Kutta method [37] and by taking into account the following initial conditions ug
= Iy = 0.10 pm for the boride incubation times listed in Table 2. Tables 6 and 7 compare
between the experimental values of FeB and Fe;B layers’ thicknesses and the simulated
values at different temperatures for 10 h. It is seen that the predicted layers’ thicknesses
coincide quite with the experimental values [23] by using these two kinetics models.

Table 6. Experimental and predicted layers’ thicknesses of FeB for 10 h at different temperatures.

T (K) Uexp (1m) Ugim (um) by the Integral Method Ugim (um) by the Dybkov Model
1173 10.17 10.06 10.85
1223 20.98 16.70 18.98
1273 28.30 25.14 29.96
1323 40.24 36.80 45.02
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Table 7. Experimental and simulated layers’ thicknesses of Fe,B for 10 h at different temperatures.

T (K) lexp (Lm) Lsim (um) by the Integral Method lsim (um) by the Dybkov Model
1173 19.66 18.61 18.71
1223 32.81 314 30.8
1273 51.83 47.98 45.96
1323 72.28 71.22 66.75

3.4. Assessment of Mass Gain for FeB and Fe,B

When the maximum value of boron concentration within the substrate is attained, the
phenomenon of precipitation of iron borides (FeB and Fe,B) occurs at equilibrium condition
as per the Fe-B phase diagram [4]. The first phase being formed is Fe; B, followed by the
FeB phase. In this regard, the mass gain values with respect to each iron boride (FeB or
Fe;B) [30] can be estimated from Equations (44) and (45), for an exposure time exceeding
the corresponding boride incubation period:

du
GreB = PFesz1E(f —to) (44)
du dl
GFe,B = Prel(w2 + w/)E + wza] (t—1to(T)) (45)

with pr,,p =7.33 g/cm3 and pr, =7.86 g/c:rn3 )

Figure 4 shows the change in mass gain in FeB and Fe,B with the exposure time at
increasing temperatures. It is seen that the calculated mass gain followed a parabolic
trend with a prolonged treatment time because of the increase in diffusion rate of boron
atoms through the double-phase boride layer (FeB + FepB). When the saturation level is
reached in terms of boron solubility within the matrix, the nuclei of crystals start to grow
and attain the critical size to become boride needles which come into contact with their
neighbours till the coverage of the whole surface of sample. Subsequently, the compact
boride layer forms after a time duration exceeding the boride incubation period. So the
growth process is directly associated with the recorded mass gain. This mass gain can be
regarded as a tool permitting the dimensional control of boronized samples before and
after boriding treatment.

1.4 —T T T T 7 ™ T
1@) 1323 K
124 _1323K
1.0 7 _ 1273K 7
° 1 _1273K i°
- £
E o8 £
? 1 N g 1223K T
g 067 k| =8«
o= A 10}
0.4 . 1173K -
1 1173 K
0.2+ /
0.0+ O B e e s ——
0 10 12 14 10 12 14
Time (h) Time (h)

Figure 4. Evolution of mass gain in each iron boride versus the exposure time at increasing tempera-
tures (a): FeB and (b): Fe;B.
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4. Conclusions

In this work, two kinetics approaches have been proposed to analyze the growth
of dual-phase boride layer on AISI M2 steel between 1173 and 1323 K for variable time
duration. The concluding points can be drawn as follows for this simulation work:

(1) A peculiar solution of the obtained DAE system was suggested in order to assess the
boron diffusivities in FeB and Fe; B for a maximum boron content in FeB of 16.40 wt.%.

(2) The two fitting parameters kr.p and kr,,p for the Dybkov model were estimated as a
function of process temperature by utilizing the experimental data of reference [23].

(3) The estimated values of activation energies for boron diffusion in FeB and Fe,B were
206.41 and 216.18 k] mol !, respectively, with the integral method while with the
Dybkov model, the corresponding values were equal to 226.02 and 209.04 k] mol !
(for FeB and Fe;B).

(4) The integral method and Dybkov model have been experimentally verified for four
additional boriding conditions.

(5) Simple equations derived from the integral method were used to determine the layers’
thicknesses of FeB and Fe,B.

(6) For both approaches, the predicted layers’ thicknesses were in line with the experi-
mental data.

(7) The values of mass gain within FeB and Fe,B were determined as a function of
treatment time by considering the presence of boride incubation periods.

(8) As prospects, both kinetics approaches can be employed to simulate the diffusion
kinetics of intestinal elements in a multiphase system.
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