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Kinetic Modeling of Nonmetallic Inclusions Behavior
in Molten Steel: A Review

JOO HYUN PARK and LIFENG ZHANG

The kinetic modeling for the nucleation, size growth, and compositional evolution of
nonmetallic inclusions in steel was extensively reviewed in the present article. The nucleation
and initial growth of inclusion in molten steel during deoxidation as well as the collision growth,
motion, removal, and entrapment of inclusions in the molten steel in continuous casting (CC)
tundish and strand were discussed. Moreover, the recent studies on the prediction of inclusion
composition in CC semiproducts were introduced. Since the 1990s, the development of
thermodynamic model and relevant databases for inclusion engineering has been initiated by the
steel industry. Later, the commercial software FACTSAGE employing the FACT database was
widely used to predict the gas (atmosphere/bubble)-liquid (steel/slag/inclusion)—solid
(refractory/slag/steel/inclusion) multiphase equilibria. With the help of the comprehensive
thermodynamic database and solution models in conjunction with the development of
user-friendly computing packages, the kinetics of inclusion evolution in molten steel can be
successfully predicted based on several kinetic models such as the coupled reaction (CR) model,
reaction zone model, and tank series recirculation (TSR) model. However, some parameters are
needed to represent the real processes according to the model employed at different operational
or experimental conditions. The effect of reoxidation on the evolution of inclusions in the ladle
and tundish, which was experimentally confirmed, can be simulated by the effective equilibrium
reaction zone (EERZ) model. The complex slag—steel interfacial reaction phenomena have been
successfully explained by the interfacial kinetic model based on the dynamic interfacial tension
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and oxygen adsorption/desorption characteristics at the slag-steel interface.
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I. INTRODUCTION

HIGH-QUALITY steels require an optimized con-
trol of nonmetallic inclusions that are the inevitable pro-
duct of the carbon-based ironmaking and steelmaking
process and the complicated composition of steels. As
long as carbon materials are used as the reducer to
replace the oxygen from the iron mineral ores, carbon
enters the hot metal and oxygen gas has to be injected
into the hot metal to react away the excess carbon, from
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which iron is converted into steel. The dissolved oxygen
remaining in the molten steel after oxygen injection had
to be removed by deoxidizer metals, such as aluminum,
silicon, and manganese, so that the indigenous non-
metallic oxide inclusions generated. Furthermore, the
metallic elements added to the molten steel naturally
react with the oxygen if they are more active than iron.
Hence, inclusions in steel never hold one single compo-
nent and always are compound mixtures, and it is
impossible to remove all inclusions from the steel due to
their instinct sources. There also are exogenous inclu-
sions in the molten steel from slag entrainment, erosion
of lining refractory, and reoxidation from air absorp-
tion. The ideal task for the control of inclusions in the
steel is to remove the detrimental ones, especially big
ones, and to utilize the useful ones, especially small ones
with desired composition, as well as possible.

Figure 1 shows the entire life of inclusion in the steel.!!!
The indigenous inclusions start from the addition of the
deoxidizer into the molten steel. Once aluminum, as an
example of deoxidizer metal, is added into the molten
steel, with the dissolution of the aluminum, the dissolved
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Fig. 1-—Schematic of the generation of inclusions and relevant phenomena in the steel.
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Fig. 2—Typical 3-D morphology of inclusions in steels. The detailed description of each inclusion type from (a) through (f) is included in each
figure box. Reprinted with permission from Refs. [2 and 3].
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Table I. Publications on Inclusions Behavior in Several Agendas

Aspects on Inclusions in Steel References
Extensive Review 4-9

Academic Books 2,3,10-17
Detection of Inclusions 7,18-22
Morphology of Inclusions 23-39
Nucleation, Collision, and Growth of Inclusions 40-70
Thermodynamics for the Formation and Transformation of Inclusions 26,71-96
Kinetics in the Size and Composition of Inclusions 97-113
Interfacial Phenomena: Bubble and Inclusion 114-124

Fluid Flow and Inclusion Removal in Metallurgical Vessels 52,125-139

Prediction of Inclusions in Casting Products
Transformation of Inclusions in Solid Steel
Deformation of Inclusions in Steel During Rolling
Calcium Treatment

Dependency of Steel Properties on Inclusions

74,111,140-144
95,104,105,145-151
152-157
74,158-173
9,12,15,83,174-205

oxygen reacts with the dissolved aluminum and pseudo-
molecules of alumina generated, with a size of < 0.3 nm.
A group of pseudo-molecules form by the fluctuation of
concentration of aluminum and oxygen and fluctuation
of temperature, and if the size of the group is larger than
the critical size of nucleation, the group of pseudo-mo-
lecules precipitate as a real particle—an inclusion. The
preceding process is controlled by the diffusion of the
dissolved elements in the molten steel, called Ostwald
ripening. After precipitating, inclusions grow by collision
and diffusion as well.

The morphology of inclusions depends mainly on
their composition and the subsequent precipitation in
the solid steel during the coolin%, heating, and rolling
process. As shown in Figure 2,/ inclusions can be
sintered ones (Figures 2(a) and (b)), single spherical
ones (Figure 2(c)), or irregular ones (Figure 2(d)); can
oxide with an outer precipitated layer (Figure 2(e)); or
can be a cluster as large as several hundred micrometers
(Figure 2(f)).

During the refining and casting process, inclusions
continue to grow, move, and are removed from the
molten steel through flow transport, bubble floatation to
the top slag. During the continuous casting (CC) process,
the molten steel in the ladle flows into the tundish and
then exits down through a ceramic submerged entry
nozzle and enters the mold. Inclusions in the molten steel
either flow up to the top flux to remove or move with the
flow deeply into the strand and are captured by the
solidification front and become defects in the steel. The
interfacial phenomena between inclusion and inclusion,
between inclusion and bubble, and between inclusion and
slag/steel interface are of significance to their final
destinations. All phenomena occur within the metallur-
gical vessels in meter scale. Thus, ten orders exist in the
process from the generation to the final destinations of
inclusions in steel, as schematically shown in Figure 1. In
the solid steel, inclusions still vary with the temperature
and rolling process, which is a potential research focus
now and in the future. In the final steel product,
inclusions are observed with the five features of three-di-
mensional (3-D) morphology, composition, size distribu-
tion, number density, and spatial distribution.
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There are extensive studies on all aspects of non-
metallic inclusions in steel, as shown in Table I,
including theoretical studies on the nucleation, colli-
sion, and growth of inclusions, interfacial phenomena,
thermodynamics for the formation and transformation
of inclusions, kinetics in the size and composition of
inclusions, fluid flow and inclusion removal in metal-
lurgical vessels, prediction of inclusions in CC prod-
ucts, transformation of inclusions in solid steel,
deformation of inclusions in steel during rolling,
calcium treatment of the steel, industrial practice of
inclusion control, and dependency of steel properties
on inclusions.

II. KINETIC MODELING FOR THE
NUCLEATION AND SIZE GROWTH
OF INCLUSIONS IN STEEL

Detailed models and simulation results, includin
nucleation, collision, and growth of inclusions, %7
coupling with the 3-D fluid flow simulation of the molten
steel in ladles, the Ruhrstahl-Heraeus (RH) de]gasser, CC
tundish, and CC molds and strands,>>"?""¥ were well
discussed in former publications.

A. Nucleation and Initial Growth of Inclusion in Molten
Steel during Deoxidation

The nucleation and growth mechanism of an inclusion
in the early stage of deoxidation has a great influence on
the final features of the inclusion. Using the classical
nucleation theory, Turpin and Elliott analyzed the
deoxidation and homogeneous nucleation of inclusions
in a molten steel and achieved Al-O curves to determine
the critical aluminum content for nucleation.*! The
effect of interfacial tension on the nucleation of Al,Os,
FeO-A12043, and FeO was detailed, as shown in
Figure 3.1411

Wasai and Mukai calculated the Gibbs free energy
change as a function of nuclei radius for the nucleation
of alumina in liquid iron and found that nucleation
occurred rapidly when the initial oxygen content was
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higher than the critical point of nucleation, while the
growth of nuclei stopped just after the Gibbs free energy
reached its minimum.** The formation of unstable alu-
mina in Al-deoxidized steel had been investigated on the
basis of Ostwald ripening and two homogeneous nucle-
ation theories.**®! Figure 4 shows the variation of Gibbs
free energy with types of alumina.*¥ The result indicates
that the maximum value associated with liquid alumina
is the smallest for the case of [O] = 0.022 mass pct.
Thus, the authors proposed a formation mechanism of
the networklike or coral alumina inclusions by taking
into consideration the liquid alumina formation.
Zhang and Pluschkell numerically solved the nucle-
ation and growth of inclusions durmg deoxidation
considering diffusion, Ostwald ripening, and collision.>”!
Recently, the multistep nucleation mechanism was also
proposed to model the formation of alumina inclusions
during steel deoxidation.** " As shown in Figure 5,°"
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Fig. 3—Effects of interfacial tension and melt composition on
nucleation of oxides in the Fe-O-Al system at 1809 K (1536 °C)
(interfacial tension ¢ in ergs cm ™ 2). Reprinted from Ref. [41].
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Fig. 4—Dependency of Gibbs free energy on types of alumina.
Reprinted from Ref. [44].
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the first step is the formation of a sufficient size cluster of
molecules and the second step is the reorganization of
such a cluster into an ordered structure, and the assembly
into MgO-Al,O5 structure was attributed to the organi-
zation of clusters into ordered lattice structures.

Studies by Nakaoka et al.,”*”’ Zhang and Pluschkell,>”!
Ling et al.”® Zhang and Lee*” and Jin er alP®
developed models to numerically simulate the nucleation
and growth of inclusions in steel considering the diffusion
of oxygen and deoxidizer elements, Ostwald ripening,
Brownian collision, Stokes collision and turbulent collision,
and solving size-grouped population balance equations.

The classical nucleation theory gives the critical radius
of nucleus, r¢, as given in Eq. [1]:

26V,

R ") 1]
where II is the actual dimensionless oversaturation in
the steel at temperature 7 (Kelvin), ¢ is the 1nterfac1al
tension between alumina and liquid steel (N rn 1, and
R is the gas constant (= 8.314 J K~ mol™"). When
the deoxidation is performed by aluminum, IT is the
concentration of alumina at time ¢ (seconds) divided
by the concentration of alumina at equilibrium. If the
radius of the group of the pseudo-molecules is larger
than the critical radius, stable particles precipitate and
start to grow. The time evolution of the group size N;
of inclusions is governed by the following particle
number balance equation:

for 2 < i<ic (before nucleation),

dN;
dr

rc =

—BpNiNi+ Bpi 1 NiNi—y — 0 AiN;
+ o141 Nip1 2]

for ic <i<ipax (after formation of stable inclusion
particles),

dn;
d_tl = —PpNiNi+ Bp;i 1 NiNi-1 — o AiN; + aiy1 Ai 1 Nig
% |
— ¢Ni Z(ﬁB«ﬂf +Bri)Nj + B ¢ Z(ﬁB,i,i—j + Brji;)NiNij
Jj=1 j=1

3]

where N is the number density of inclusions per unit
volume of steel (m ™), subscript 7 is the sequence num-
ber of inclusions corresponding to i molecules in this
inclusion, and the number of pseudo-molecules per m?
in solution N; equals their total number N; minus
those precipitated in inclusions. N, N,, and therefore
IT are a function of time; the terms f3,, 5, and f; are
the rate constants for d1ffus1on Brownian collision,
and turbulent collision (m* s™"); the term o is the num-
ber of pseudo-molecules that dissociate per second
from the m” area of a particle; and ¢ indicates the col-
lision efficiency.

Figure 6 shows the number of Al,O3 molecules inside
the inclusion of the critical size as a function of
dimensionless time (= f;;Nieq?, Where Nigq is the
number density of pseudo- molecules at equilibrium per
unit volume of molten steel in m ) for the deoxidation
of steel with a 300 ppm dissolved oxygen by aluminum,
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Fig. 5—Multistep nucleation pathway of MgO-Al,O3 spinel inclusion in steel. Reprinted with permission from Ref. [51].
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Fig. 6—Number of molecules inside the critical size inclusion, ic, vs
dimensionless time.

which illustrates the importance of the Brownian colli-
sion for the growth of inclusions. The large initial
number of ic implies the difficulty of the nucleation at
the beginning after the addition of the deoxidizer; while
time goes on, the critical size gets smaller and smaller,
and at the best nucleation condition, inclusions with 20
molecules precipitate. Brownian collision enhances the
growth of inclusions while it increases the critical size of
nucleation, which means the coexistence of more large
inclusions and less small inclusions in the molten steel
compared to that considering the diffusion of dissolved
elements only Figure 6 shows the very initial growth of
inclusions in the molten steel during deox1dat10n The
dimensionless time is on the order of 2.2 x 10° of real
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time, which means that the nucleation starts within us
and, when the time reaches 1 ms, the largest inclusions
contain 10,000 molecules, with a size of 6.4 nm.

In order to find the dominant growth mechanism of
inclusions at different size ranges, the rate constants of
the diffusion, Brownian collision, and turbulent collision
are compared, as illustrated in Figure 7. When inclusions
are smaller than 3.6 nm, the growth is co-controlled by
diffusion and Brownian collision, with Brownian collision
contributing a little more. When inclusions are 3.6 nm to
6 pm, diffusion contributes slightly more than Brownian
collision. For > 6 um inclusions, the growth is dominated
by turbulent collision, which depends mainly on the
macrofluid flow pattern.
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Fig. 8—Concentration of four types of inclusions at the outlet of a
CC tundish. Reprinted from Ref. [215].

B. Collision Growth, Motion, and Removal of Inclusion
in Molten Steel in CC Tundish

As early as the 1980s, Shirabe and Szekely.!"* Tllegbusi
and Szekely,mo] He and Sahai,"*® and Sinha and
Sahai*'!! developed models to study the fluid flow and
inclusion collision in CC tundish by solving the popula-
tion balance equation of inclusions. Tozawa et al.,*'”
Miki and Thomas,”"*! Miki er al.,*'¥! Zhang et al.’? and
Ling ez al*' continued similar work for the RH vacuum
degassing process and CC tundish and included more
phenomena such as Brownian collision and the fractal
dimension of inclusions. However, the growth of inclu-
sions was calculated by assuming an average stirring
intensity in the molten steel and solving a separate
concentration equation, and the spatial distribution of
inclusions in the molten steel was ignored.

The nucleation phenomena discussed previously is for
the initial growth of inclusions to a size of several
nanometers. The diameter of an inclusion containing
10"° molecules reached 60 um. The computational
ability of the current software and hardware hardly
allows the direct calculation of the diffusion of 10"
molecules. In order to achieve a calculation over a full
size range of inclusions, a size grouping model was
developed, which was detailed elsewhere.®***®! As an
example, the 3-D fluid flow and the collision, motion,
and removal of inclusions in a CC tundish were
performed and are discussed subsequently.

By using the size grouping model, Ling er all
coupled the 3-D fluid flow and the collision of inclusions
in a CC tundish, predicted the spatial distribution of
inclusions in the molten steel of the entire tundish, and
discussed the effect of the composition on the removal of
inclusions. As shown in Figure 8,%' inclusions with
small contact angles, such as 12Ca0-7A1,03 (0 = 54 to
65 deg at 1873 K [1600 °C]), were more difficult to
remove than those with large contact angles, such as
AlL,O; (0 = 140 deg at 1873 K [1600 °CP and
MgO-ALO5 (0 = 134 deg at 1873 K [1600 °C]),l>!¢ 2%
that were dominated by the interfacial force balance at
the steel/slag interface.

215]
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The number densities of 1.4- and 72-um inclusions on
the center plane of the tundish are shown in Fig-
ure 9.1 One-micrometer inclusions, the smallest ones
in the current calculation, collide with each other and
grow into larger ones so that the number density of
1.4-um inclusions is largest at the inlet due to the
incoming flow bringing new 1.4-um inclusions, while the
largest size 72-um inclusions have an opposite
distribution.

C. Motion, Removal, and Entrapment of Inclusions
in CC Strand

Extensive studies were performed to investigate the
3-D fluid flow and heat transfer related phenomena in
steel CC molds and strands using water modeling and
mathematical modeling and applyin% different turbulent
models and multiphase models.[13%13%:1407142.2217265]
However, the predictions for the spatial distribution of
the number, size, and composition of inclusions on the
cross section of CC products are still few.!’+93:24.140-144]

After entering the CC mold, most inclusions are
carried deeply into the strand by the down flow and
eventually entrapped by the solidified shell. Many
mathematical studies on the transport and entrapment
of inclusions in CC strand with the Eulerian—Eulerian
method  (Figure 10(a))?* or Eulerian-Lagrangian
method (Figures 10(b) and (c))!"**!*?! were performed.
The distribution of inclusions in the steel depended on
the interaction between the inclusion and the solidifica-
tion front during the solidification process. The concept
of critical velocity was first proposed to study the
entrapment of inclusions at the solidification front.
Inclusions were assumed to be engulfed by the solidifi-
cation front when the speed of the solidification front
was greater than the critical velocity, and conversely,
inclusions were pushed by the solidification front when
the speed of the solidification front was below the
critical velocity,30-31101104.111,142,147.267-280]

The critical velocity is difficult to accurately calculate
so that a suitable criterion for the entrapment of
inclusions to the solidified shell is needed. As shown in
Figure 11(a), the mushy zone was divided into three
zones according to the liquid fraction.!"***! Inclusions
moved into the ¢, zone because dendrites hardly had an
effect on the fluid flow when the liquid volume fraction
was greater than 0.6. Inclusions were captured at the ¢,
zone due to the decrease of the liquid fraction. A simple
criterion that inclusions were entrapped at the solidifi-
cation front with a < 0.6 liquid fraction has been widely
used.!'*>1%] This simple criterion was more accurate
when inclusions were smaller than primary dendrite arm
spacing, while it overpredicted the entrapped fraction of
large inclusions.®

A developed capture criterion was 1‘[)roposed for both
small inclusions and large ones,'#%141:265  which
included the effect of the primary dendrite arm spacing,
local force balance, and local crossflow velocity, as
shown in Figure 11(b). Although being encouraging,
there is still a certain error between the predicted and the
measured spatial distribution of inclusions in CC
products due to the complexity of the interaction
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between the inclusion and the solidification front.
Moreover, capture criteria mentioned previously can
hardly explain the influence of superheat and sulfur
content on the entrapment of inclusions.”®* For subse-
quent research, it is necessary to predict the inclusion
distribution on the entire cross section of the slab and
also include the influence of the instantaneous flow field,
thermal transfer, solidification structure, solute trans-
port, primary dendrite arm spacing, inclusion size, and
forces acting on the inclusion.

The motion of inclusions in CC strand is mainly
controlled by the flow of the molten steel due to the
micron scale of inclusions. A 3-D fluid flow and the
instantaneous distribution of the molten steel, slag
phase, air phase, and argon bubble inside a
1300 x 230 mm vertical-bending CC strand are shown
in Figure 12.'*? The large eddy simulation turbulent
model coupled with the volume of fluid multiphase
model and Lagrangian discrete phase model was
employed to predict the transient multiphase flow and
distribution of argon bubbles. The interaction between
the molten steel and the argon bubble was included
using the user-defined function. The argon gas bubble
rose up and passed through the slag layer due to the
buoyancy of the steel and slag after exiting from the
submerged entry nozzle (SEN). As shown in Figure 12,
the relatively large velocity near the SEN was induced
by the interaction of the molten steel and bubbles, which
caused the higher surface level fluctuation. The excessive
argon gas flow rate changed the flow pattern in the
strand from a double roll flow to a complex flow and
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single roll flow due to the lifting effect of bubbles. The
removal fraction of inclusions was decreased accord-
ingly with the change of the flow pattern.

In order to predict the spatial distribution of inclu-
sions on the entire cross section of the CC slab, the
solidification and melting model were combined. Inclu-
sions were injected at the inlet of the SEN after the flow
field reached a steady state and were assumed to be
entrapped by the solidification front where the liquid
fraction and the fluid flow speed were less than 0.6 and
0.07 m s~', respectively. The size, composition, and
spatial distribution of inclusions on the entire cross
section of a low-carbon Al-killed steel CC slab were
detected wusing an automatic scanning electron
microscopy—energy dispersive spectroscopy (SEM-EDS)
scanning system to validate the inclusion entrapment
model.

As shown in Figure 13(a),”®¥ the measured number
density of 3-um inclusions on the entire cross section of
the CC slab indicated four accumulation zones of
inclusions along the thickness of the CC slab, including
the 1/4 thickness and 3/4 thickness from the loose side,
and the layer beneath the surface of the CC slab. The
formation of accumulation zones near the 1/4 thickness
and 3/4 thickness from the loose side was related to the
existence of the curved segment and the solidification
transition from the columnar to the equiaxed. The other
two accumulation zones were determined by the double
roll flow pattern in the CC strand. The prediction results
in Figures 13(b) and (c) show that the distribution of
small size inclusions was more discrete, while the
distribution of large size inclusions had accumulation

1.07E-05

4

¢ 7.1SE-06!
LISE-06!
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Fig. 9—Spatial distribution of number of (a) 1.4-um and (b) 72-um inclusions per unit volume of steel (m™>) on the center plane of the tundish

at 625 s after the steel entering tundish. Reprinted from Ref. [215].
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<4 Fig. 10—Distribution of inclusions simulated with the (a)
Eulerian—Eulerian method, (b) Eulerian-Lagrangian method for full
solidification, and (c) predicted oxygen concentration averaged in the
length direction with the Eulerian-Lagrangian method (10 ppm
oxygen at nozzle ports). Reprinted with permission from Refs. [140,
142, and 266].

zones.'"*? The discrepancy between the prediction and
the measurement stemmed from the simplified entrap-
ment model of inclusions. In a future study, an
improved inclusion entrapment model will consider the
effect of the solidification structure, critical capture
velocity, and forces acting on inclusions near the
solidification front.

D. Prediction of Inclusion Composition in CC Products

In a very recent work, one of the authors established a
model to predict the spatial distribution of the compo-
sition of inclusions on the cross section of a heavy rail
steel CC bloom. The model coupled the heat transfer
and solidification of steel during CC, the thermody-
namic transformation of inclusions with temperature,
and the kinetic diffusion of dissolved elements in the
steel, as shown in Figure 14(a).l"* The thermodynamic
model calculated the dependency of inclusion composi-
tion on temperature (up-right coordinate), while the
heat transfer and solidification calculated the variation
of temperature at any location of the cross section of the
bloom with time and bloom length (up-left and low-left
coordinates) so that the dependency of inclusion com-
position at any location of the cross section of the bloom
could be predicted if the kinetic diffusion of the
dissolved elements in the solid steel was considered
(low-right coordinate).
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The predicted composition of inclusions on the cross
section of the CC bloom is shown in Figure 14(b),['*
indicating an opposite distribution of CaO to CaS due
to the reaction between CaO of inclusions and the
dissolved sulfur in the steel and the generation of CaS in
the solid steel during cooling. More specifically, the
opposite spatial distribution feature of CaO to CaS, i.e.,
less CaS with the subsurface layer and the center of the
bloom, with accumulation of CaS at 1/4 thickness and
3/4 thickness of the bloom was predicted. The compo-
sition of inclusions within the subsurface layer was close
to the initial composition of inclusions in CC tundish
due to low transformation caused by the rapid cooling
rate. The spatial distribution of the composition of
inclusions was generated by the coupling effects of the
reaction between the steel and the inclusion, the heat
transfer and the cooling rate of the bloom, and the
appearance of columnar-to-equiaxed transition in the
bloom. The more detailed discussion for the prediction
of the spatial distribution of composition of inclusions
in CC bloom can be found elsewhere.['*

III. DEVELOPMENT OF THERMODYNAMIC
MODEL AND DATABASE FOR INCLUSION
ENGINEERING

A fine tuning of inclusion composition is highly
important to produce high functional steels because
various chemical and mechanical properties of steel
products are affected by nonmetallic inclusions. More-
over, serious clogging is frequently encountered in the
upper nozzle and submerged entry nozzle due to

Cross Flow Velocity
(from flow model

:Vp

Dendrite Growth
speed = Vg

(b)

Fig. 11—Interaction between the inclusion and solidification front: (a) zones of solid-liquid coexisting during solidification and (b) force balance
on a particle near a dendritic solidification front. Reprinted from Refs. [140 and 143].
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Fig. 12—Multiphase fluid flow and transient distribution of the molten steel: (a) streamline and velocity vectors; (b) volume fraction, position,
and size of bubbles in the CC mold (left: 10 L min~! gas flow rate; right: 61.2 L min~! gas flow rate). Reprinted from Ref. [142].

endogenous and exogeneous inclusions during CC
processes. The modeling of fluid dynamics and physical
phenomena (agglomeration, floatation, efc.) regarding
nucleation, growth, and removal of inclusions are
reviewed in Section II. The development of thermody-
namic databases as well as trials for combination of
thermodynamic multiphase equilibria and mass trans-
port kinetics to predict the inclusion evolution during
secondary refining processes will be discussed in this
section.

The thermodynamic model to predict the inclusion
composition during refining and solidification processes
was originally developed by ArcelorMittal in the 1990s.
They used their own slag model (i.e., Institut de
recherche de la sidérurgie (IRSID) cell model) and
developed in-house software, called Chemical Equilib-
rium Calculation for Steel Industry (CEQCSI), for the
calculation of slag-metal reactions. The compositions of
oxide and oxysulfide inclusions in (stainless) steels were
successfully predicted in molten state as well as in solid
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state. The crystallization of oxide inclusions during steel
solidification was also calculated.”®* 2% Later, they
developed a generalized central atom (GCA) model to
describe more precisely the short-range ordering in
metal and slag phases b?/ extension of the cell model and
central atom model.*®’

Alternatively, one of the thermodynamic databases
specifically focusing on inclusion formation behavior
during steel refining processes is the FACT database for
multicomponent steel and oxide (sulfide, nitride, fluo-
ride) databases developed by the associate model for
deoxidation equilibria, the modified quasi-chemical
model, in which short-range ordering is taken into
account, and compound energy formalism, taking into
account the crystal structure of each solution
phase.?®82%1 The details for developments and appli-
cations of FACT databases for deoxidation practices,
e.g., Si/Mn, Al/Ti, Al/Ca, and Al/Mg deoxidations in
various steel grades, are available in the litera-
ture.52°12%31 Moreover, the specific review for the
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characteristics of several thermodynamic databases and
packages, i.e., CEQCSI, multicomponent phase equilib-
ria, FACTSAGE.,* MTDATA, and Thermo-Calc, is

*FACTSAGE is a trademark of GTT-Technologies, Germany and
ThermFact Ltd., Canada.

provided by Jung.**®

IV. KINETIC MODELING FOR THE
EVOLUTION OF INCLUSIONS BY
REFRACTORY-SLAG-METAL MULTIPHASE
REACTIONS

A. Coupled Reaction Model

Since 2000, there have been several studies on the
kinetic simulation of the secondary ladle refining pro-
cess, specifically by combining thermodynamic calcula-
tions with fluid dynamics of molten steel. One of the

METALLURGICAL AND MATERIALS TRANSACTIONS B

representative models to simulate the slag-metal inter-
facial reactions and the inclusion compositions is the
coupled reaction (CR) model. In this model, the mass
transfer coefficients of the components in molten steel
and slag phases are fitted to satisfy the experimental (or
plant) data based on the assumption that the slag-metal
reactions are controlled by the mixed mass transfer in
slag and metal phases, which was originally proposed by
Robertson ez al.?*”

Okuyama er al.*®®! at JFE Steel (formerly Kawa-
saki Steel) tried to predict the composition changes
from Al,O3 to MgO-Al,03 (MA) spinel in Al-killed
ferritic stainless steel by adopting the two film CR
model at the slag—metal interface and metal-inclusion
interface. They considered two elementary processes,
one being a reduction of MgO in the slag phase by Al
in molten steel and the other being a reaction
between Al,O3 inclusion with Mg in steel, which
was transferred from the slag—metal interface. These
two elementary processes are schematically shown in
Figure 15.1%°%
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Fig. 14—(a) Schematic of the integrated model to predict the composition of inclusions in the CC bloom and (b) calculated contour of inclusion
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They assumed the following for the slag-metal
reaction kinetics: (1) the slag-metal interfacial reaction
has reached equilibrium; (2) the mass transfer coefficient
of all elements in the metal side, k,,, has an identical
value; and (3) the mass transfer coefficient for SiO»,,
ksio,, is different from the other components in the slag
side, k;. Therefore, they obtained each value as follows
to represent the experimental results:*%®

km=20x10"* (ms!) [4]
ky=10x10" (ms™') [Sa]
ksio, =2.0 x 107 (ms™') [Sb]

For the metal-inclusion reaction, they employed the
unreacted core model and assumed that (1) the chem-
ical reaction rate at the inclusion-metal interface is
sufficiently large, (2) the diffusion of Mg inside the
inclusion is rate controlling, or (3) the diffusion of
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Mg in the steel side is rate controlling. Comparing
the calculated results with the experimental observa-
tions for the influence of slag composition on inclu-
sion compositions, they concluded that the mass
transfer of Mg through the diffusion boundary layer
in the metal side not only at the slag-metal interface
but also at the metal-inclusion interface is the
rate-controlling step.

Since the late 2000s, the CR model has been actively
used by the McMaster University Research Group
(MURG) (2993901 Graham and Irons tried to apply this
model to a 165-ton ladle furnace (LF) in ArcelorMittal
Dofasco by employing CEQCSI software to calculate
the slag-metal equilibrium reactions. The metal phase
mass transfer coefficient of the elements (k) was
obtained as a function of effective stlrrm Eower (e) in
molten steel, as given in Eqs. [6] and [7].*7%" The slag
phase mass transfer coefficient of ox1de components (k)
was obtained as given in Eq. [8] depending on the sort of
oxides. They also employed different k; values for SiO,
compared to other oxide components in slag, as
Okuyama et al. likely did as well.
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_iRT, (P, .
o= ln<P0> (W) 6

km = 0.006(£0.002)" 4099 (ms~1) [7]

ky=0.05t0 0.14k,, (ms™')

for FeO, MnO, and Al,O3 [8a]

ks =0.01t00.02k,, (ms™') (for SiO,) [8b]

where 7 (mol s™'), R (J mol™' K™'), T (Kelvin), W,,
(ton), P, (atm), and P, (atm) represent the molar gas
flow rate, gas constant, temperature, weight of molten
steel, total gas pressure at the base of the ladle, and
gas pressure at the melt surface, respectively. The rela-
tionship between k,, and ¢ is given in Figure 16.°%"
Later, this model was applied to predict the Mg trans-
fer from the slag-metal interface to bulk Al-killed steel,
resulting in the transformation of Al,O3; to MgAl,Oy4
(MA) spinel.*%!]
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In the next step, MURG tried to combine this
slag-metal kinetic model into the inclusion-steel kinetic
model, including Ca diffusion from Ca bubbles to Al,O3
or MA spinel inclusions to predict the modification
procedure by Ca treatment in LF.F%27% However, due
to the difficulty of measuring the mass transfer coefficient
of calcium at the bubble boundary layer (kca,1) as well as
the bubble interfacial area (A B,L)» these parameters were
taken from the work of Lu er alP% by fitting to
industrial data.’%! MATLAB** software was used by

**MATLAB is a trademark of MathWorks, Inc., Natick, MA.

MURG to develop a code for solving the equations.
The CR model was also adopted by the Tohoku
University Research  Group (TURG). Harada
et q107-108:109:306] qeveloped an LF model focusing on
the prediction of the inclusion composition. The bulk of
the idea is quite similar to that of MURG. TURG
considered the dissolution of MgO refractory into the
slag phase (i.e., mass transfer coefficient of MgO) as well
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as the floatation-entrapment-agglomeration of inclu-
sions. The calculation concept proposed by TURG is
shown in Figure 17.17

They linked thermodynamic calculation results, which
were obtained using FACTSAGE software, to the
developed program coded by Visual C+ + through
ChemApp. The sulfide capacity of the slag was calcu-
lated using Sosinsky—Sommerville’s optical basicity
model.P” As MURG similarly tried, the k, was
calculated using an empirical equation as a function of
¢, which was reported by Kitamura er al.B%

6.180,T I T,
“=Tw, {ln<1 126 % 105Pa> * <1 T)}
(Wton™")

9]

I 125,000 -1
km_1.98+0.510g{1>0008(jv)}_m (ms™)

[10]

ky = 0.1k, (ms™') [11a]

DMO -1
kno = kiy /DCaO (ms™) [11b]

where Q, is the Ar gas flow rate (Nm® min~'); /, and
h, are the injection and bath depth (m), respectively; d,
is the diameter of the ladle (m); P, is the atmospheric
pressure (atm); 7, is the gas temperature (Kelvin); kpo
is the slag phase mass transfer coefficient of oxide MO
in the diffusion boundary (film) layer (m s~'); and D; is
the diffusion coefficient of oxide component i in the slag
phase (m?s™'). It is interesting that TURG employed
the relative mass transfer coefficient of slag components
with a reference to CaO considering the diffusivity of
each oxide.

However, they employed a different equation to
obtain k, for consideration of inclusion particles
originating from the slag by physical entrapment. Even
more, the k,, was assumed to be 1/50 of the estimated
value in their actual calculation because the composition
change of each element in the inclusion originating from
the slag is too fast and unstable. For the parameters on
floatation, entrapment, and agglomeration of inclusions,
they used the values as follows: (1) flotation rate = 0.1
pct s~ (2) entrapment rate = 107 °s~' (for 10-um
particles), and (3) agglomeration rate = 1 pcts .
However, these parameters should be arbitrarily varied
to fit the experimental data at different experimental
conditions.!'?-306]
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Huang er al.”® adopted the CR model to simulate the
formation behavior of spinel inclusion in Al-killed steel
due to a dissolution of MgO refractory. The mass
transfer coefficient of the metal phase was determined by
fitting the experimental data reported by Harada
et al.P® as a function of the stirring energy dissipation
rate as given in Eq. [12]. The calculation was coded by
Visual C+ +.

km= (5.6 —4.7¢7°%) x107* (ms™')  [12]

where ¢ is the stirring energy (dissipation rate)
(W ton™ ).

Alternatively, Liu er al.®'” deduced the mass transfer
coefficient of magnesium in molten steel as given in
Eq. [13]. The difference between Eqgs. [12] and [13]
originated from different experimental conditions; i.e.,
Harada et al.**” emplo?/ed the dynamic finger rotating
method (Huang er al.”® used Harada et al.’sP* exper-

imental data in the simulation), while Liu ez al B
employed the static finger dipping method.
km=5x10"* (ms™') [13]

Even though the CR model exhibits a good pre-
dictability for a specific operation condition, as shown in
previous studies, several nonlinear flux balance equa-
tions for each element transferring the slag-metal
interface and metal-inclusion interface should be solved
using the numerical method. Thus, the kinetic param-
eters, such as mass transfer coefficients of components in
metal and slag phases (k,, and k;), should be fitted to
reproduce the specific plant or laboratory experimental
data. The floatation, entrapment, agglomeration, and
removal rate should also be optimized to reproduce the
experimental data and in a somewhat arbitrary way
according to the operation conditions.
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B. Reaction Zone Model

An alternative approach to predict the slag-metal
(and gas—metal) reaction kinetics has been proposed
by several researchers. This model is based on the
assumption of the equilibrium of all species and
phases in a specific reaction zone, i.e., not at the
reaction interface only but in a reaction volume
near the interface. Hence, in the reaction zone
model, the determination of the reaction volume is
very important, instead of the mass transfer coefficient
of each eclement itself. The original idea was proposed
by Asai er al®'"3 to predict the steel composition
and temperature for decarburization in the Linz-Don-
awitz converter as well as in the argon oxygen
decarburization converter. The model was further
developed by Ding et alBP' for application to the
vacuum oxygen decarburization (VOD) process for
stainless steelmaking. The schematic drawings of the
model concept proposed by Hsieh er a/' and Din
et alP™ are shown in Figure 18. Ding er all!
employed several parameters in their model, as shown
in Egs. [14] through [16], to represent the industrial
(120-ton VOD at ALZ plant) data for several stainless
steel grades:

My, =n - Wy (ke [14]

METALLURGICAL AND MATERIALS TRANSACTIONS B

My =m- Wy (kg) [15]

MG, =ny- Wy (kg) [16]

1 t t 3
where M{,, M, and M, are the mass of metal in

the gas—metal reaction zone, the mass of metal in the
slag-metal reaction zone, and the mass of slag in the
slag-metal reaction zone at time ¢, respectively. The
Wi, and WY are the total metal and slag weight (kg),
respectively, at time ¢. The #,, #,, and #; are
adjustable parameters that relate the fraction of metal
taken into the gas—metal reaction zone to the total
amount of metal in time interval At, the fraction of
metal taken into the slag—metal reaction zone to the
total amount of metal in time interval A¢, and the frac-
tion of slag taken into the slag—metal reaction zone to
the total amount of slag in time interval A¢, respec-
tively. However, the inclusion system was not consid-
ered in Hsieh er al.P'* and Ding er al.’sP®' models.
The preceding reaction zone model was adopted by
Van Ende and Jung’s research group (VJRG) and
further extended to the more complicated systems such
as the RH degassing process,’'”! CC process,*'® and
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Fig. 19—Concept of the EERZ model for the slag-metal reaction.
Reprinted from Ref. [317].

LF refining process.®'” They used the term effective

equilibrium reaction zone (EERZ) model. The concept
of the EERZ model for the slag-metal reaction is shown
in Figure 19, and a schematic diagram of the reaction
zones in the RH degasser and LF is represented in
Figure 20.515317]

In the simplified slag-metal reaction (Figure 19), the
equilibrium would be first calculated between small
reacting volumes in metal (V2) and slag (V3) near the
interface, followed by the homogenization reaction in
metals (V1 and V2) and slags (V3 and V4), respectively.
The equilibrium reactions in the effective reaction zone
can be calculated using FACTSAGE software with the
embedded “Macro Processing” coding function. More
details for the applications of FACTSAGE Macro
Processing are given by VIRG.F!5317

The amount of metal and slag participating in the
chemical reaction at the interface was simply expressed
as follows:
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RWotution = (kPA) At (kg) [17]

solution

where RWgontion, k, and p are the reacting amount,
overall mass transfer coefficient (m s~ '), and density of
the given solution (kg m~>), respectively. The term A
is the area of reaction interface (m?), and Ar is the
given time-step (s). For example, in the calculation of
RWietat and RWye, i.e., ky, and kg values in reaction
zone 4 at the slag-metal interface in Figure 20(b), they
employed Egs. [6] and &74 for k,,, which was proposed
by Graham and Irons.”*”! Also, they used Eq. [l1a]
for k.

The full homogenization mixing in the slag (zone 5)
and metal (zone 6) phase was assumed as in Fig-
ure 20(b). It was also assumed that nonmetallic inclu-
sions are homogeneously distributed in the entire
volume of liquid steel under equilibrium (zone 7). Thus,
the average inclusion chemistry can be given in the
EERZ model, although the inclusion chemistry is
inhomogeneous and several kinds of inclusion can be
found even in the same sample at the same position in
reality. The constant removal rate of inclusions was
assumed depending on the reaction zone volume at each
calculation step. For the simulation, the Microsoft
EXCEL' interface was used, and thermodynamic equi-

TEXCEL is a trademark of Microsoft Corporation

libria of all reaction zones were calculated adiabatically
using FACTSAGE with FToxid and FTmisc database.
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VIRG applied the EERZ model to simulate the
operation results of LF at ArcelorMittal Dofasco
published by Graham and Irons.**”! Both the compo-
sitions of steel and slag and the temperature of molten
steel were well calculated, from which the variation of
inclusions during LF operation was predicted, as shown
in Figure 21.°"" The amount of AlLO; inclusion
decreases quickly due to the floatation and is captured
by slag, and it is transformed to calcium aluminates and
spinel inclusions. In this simulation, they assumed a
constant inclusion removal rate of 6 pct min~' (= 0.1
pet s71). The overall inclusion trajectory and composi-
tion of inclusions are qualitatively acceptable even
though there are some discrepancies between predicted
and measured results.

The EERZ model in conjunction with the FACT-
SAGE Macro Processing function has been adopted by
several research groups after some modifications. The
Hanyang University Research Group (HURG) applied
the modified EERZ model, i.e., the Refractory—Slag—-Me-
tal-Inclusion (ReSMI) multiphase reactions model, to
predict the inclusion evolution in molten steel. Even
though the ReSMI model was developed based on the
laboratory scale experiments, HURG performed separate
experiments for the desulfurization kinetics to deduce the
mass transfer coefficients of components in the metal and
slag phase independently. They estimated the reaction
zone volume of metal and slag ghase per unit calculation
step (V' and V%) as follows! 'k
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Viy=-—Y=dy -A-At (m?) [18a]
Pm
dy=10x10"* (ms™') [18b]
Vi=—S3=ds-A-At (m’) [19a]
Ps
ds=25x10" (ms') [19b]

where the subscripts M and S represent the metal and
slag phases, respectively. W" is the reaction zone mass
per unit step (g), d is the effective reaction zone depth
of each phase per time interval, p is the density of each
phase (gm™7), and A represents the interface area
between the metal and slag phases (m?). Furthermore,
from the MgO dissolution kinetics from the refractory
to slag phase, the mass transfer coefficient of MgO in
the slag phase was deduced as follows!' "

kmgo = 5.0 x 107¢ (ms™!) [20]
The variation of MgO content in the slag is signifi-
cantly important, because the transfer of Ca and Mg
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Fig. 21—Simulated chemistry change in nonmetallic inclusions: (a)
variation of the amounts of different types of inclusions, (b) overall
calculated inclusion trajectory plotted in the CaO-MgO-Al,O; phase
diagram at 1873 K (1600 °C), and (¢) overall inclusion composition
change with time along with the plant data. Reprinted from Ref.
[317].

from the top slag to the Al-killed steel can modify the

composition of inclusions based on the following reac-
tions!s-112:1131.
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3(Mgo)slag+2[Al] = 3[Mg] + (A1203)slag [21]
3(Ca0) g, +2[Al] = 3[Ca) + (ALOs)y,,  [22)
(Alzo-?’)inclusion+ [Mg] + [O] - MgAlZO4(S) [23]

[Ca] + 1/3(A12O3)spine1,inclusion
= (CaO)cam_inetusion 2/ 3[Al] [24]

For the simulation, the EXCEL interface was used
and thermodynamic equilibria of all reaction zones
were calculated adiabatically using FACTSAGE with
the FToxid and FTmisc database. The predicted com-
positions of steel, i.e., aluminum, silicon, and oxygen,
are shown in Figure 22 with the measured
data P21 The predicted results correspond
strongly with the measured data. The trajectory of the
simulated composition of the inclusions is plotted in
the Ca0O-Al,05-Si0,-10MgO (mass pct) phase diagram
at 1873 K (1600 °C), as shown in Figure 23.°3:112.113]

The changes in the CaO/Al,O3 (= C/A) ratio of the
ladle slag on the inclusion evolution in the Mn and V
alloyed steel were successfully simulated by HURG, as
shown in Figure 24.°% The symbols in Figure 24(a)
represent the Mg and Ca traces in molten steel accord-
ing to the reaction time calculated using the ReSMI
model. Alumina inclusion is stable at the initial stage of
the reaction. When the C/A4 ratio of the slag is lower
than 1.2, the stable phase changes from alumina to
spinel within 3 minutes and still remains in the spinel
predominance area through the entire holding time, i.e.,
90 minutes (Ca < 1 ppm). However, when the C/4 ratio
of the slag is 1.8 or 2.3, the stable phase rapidly changes
from alumina to spinel within 1 minute and the traces
get into the liquid inclusion predominance area (Ca > 1
ppm) and remain there for 90 minutes (Ca = 2 ppm).
Finally, when the C/A4 ratio of the slag is 3.3, the Ca
content is predicted to exceed the threshold of the
spinel-liquid transition within 3 minutes, but the Mg
content also exceeds 10 ppm at about 15 minutes; thus,
the evolution trace crosses the phase boundary from
liquid oxide to the MgO predominance area. The
preceding prediction of inclusion evolution according
to the slag composition and reaction time is in good
agreement with the experimental findings, as shown in
Figure 24(b).

The EERZ model was also employed to predict the
inclusion evolution in Si-Mn-killed steel by the Carnegie
Mellon University Research Group (CMRG).B'® They
used the FACTSAGE macrofunction and relevant
database (FToxid an FTmisc) to predict the inclusion
evolution by considering Al pickup into the Si-Mn—
killed steel by reacting with the MgO-saturated CaO-
ALO5-MgO-SiO, slag, as given in Eq. [25].5:77 81:318]
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Fig. 22—Calculated and measured results of the composition of molten steel: (a) aluminum, (b) silicon, (¢) oxygen, and (d) calcium and

magnesium at 1873 K (1600 °C). Reprinted from Ref. [113].
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Fig. 23—Trajectory of the calculated composition of the inclusions
and average measured composition of inclusions in Al-killed steel
reacted with slag with different SiO, contents at 1873 K (1600 °C).
Reprinted from Ref. [112].
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3[Si] + 2(AL0s),,, = 3(Si0»)

The dissolved Al can react with the MnO-SiO,

deoxidation };.)roduct to form Al,Os-rich inclusions as

follows:[®77- 81,3181

slag slag+4[Al] [25]

4[A” + 3(Sio2>inclusion: 3[81] + 2(A1203>inclusion [26]
2[Al] + 3(Mn0)inclusion: 3[Mn] + (A1203)inclusion [27]
From the laboratory scale experiments, CMRG

deduced the following mass transfer coefficient of
metal phase to fit their experimental data for the Al
pickup rate according to Eq. [25]. For the slag phase
mass transfer coefficient (k;), Eq. [lla] was
adopted.B!®

km=8x10"° (ms™') [28]

The calculation flow is similar to that performed by
VJIRG and HURG. However, because they used
MgO-saturated slag, the slag-refractory and steel-re-
fractory reactions were not considered in their model.
The changes in inclusion composition for measured
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Fig. 24—(a) Trajectory of inclusions shown in the phase stability diagram with

(5 min) and final (30 to 90 min) stages of the refining reaction in the Fe-0.4C-

at 1873 K (1600 °C). Reprinted with permission from Ref. [92].
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iso-oxygen contours and (b) SEM image of inclusions at the early
0.7Si-1.4Mn-0.2V-0.015A1 (mass pct) melt containing Mg and Ca
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Fig. 25—(a) Change in inclusion composition with time: measured (data points) and modeled (broken lines). (b) Isothermal section of the
MnO-Si0,-Al,0; phase diagram at 1873 K (1600 °C) together with the inclusion composition trajectories: modeled (broken line) and measured
(data points). Reprinted from Ref. [318].

and modeled are compared in Figure 25.5"% A Later, CMRG performed the experiments to investi-
decreasing tendency of MnO and SiO, and an increas- gate the influence of MgO refractory on an increase of
ing tendency of Al,O; are well predicted even though MgO content in alumina inclusions in Al-killed steel
there is a slight overestimation of SiO, content and an under static conditions. They developed the inclusion
underestimation of MnO content. A small extent of an evolution model by employing several fitting parameters
MgO increase was also predicted, which originated such as the inclusion floatation (removal) rate (called
from the slag-metal reaction.®”7 8318 Using B1, parameters) and the mass transfer coefficient in
high-temperature confocal scanning laser microscopy metal phase (km).[3 19]

(HT-CSLM), they confirmed the transformation of liq-

uid Mn-silicate to solid Al,Os-rich inclusions. By =0.007to 0.009 (s™') ats < 180 seconds [29a]
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Fig. 26—Schematics of the liquid TSR model for the ladle.
Reprinted with permission from Ref. [325].

B, =0.0009t00.001 (s') atz>180 seconds [29b]

kw =32%x107t05.5x 1075 (ms™')  [30]

However, because the experiments were performed
under static condition without slag (even though they
considered small amounts of the CaO-Al,05-MgO oxide
as impurity in the refractory), the &, value in Eq. [30] is
different from Eq. [28], which was deduced from the
experiments with the CaO-Al,O03;-MgOy,-SiO, slag
under dynamic conditions using an induction furnace.
Also, they used different fitting parameters when they
simulated the industrial ladle processing as follows
(ky = 0.1k,,).2"

km =0.002 (ms™') 31]

B=0.0026 (s 32]

Nevertheless, it is meaningful that CMRG tried to
simulate the effect of ladle glaze on the evolution of
inclusions in molten steel, which had never been tried
before. The experimental observations for the influence
of ladle glaze on the evolution of inclusions are available
elsewhere. #2034
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C. Tank Series Recirculation Model

An alternative approach was developed by the Technische
Universitiit Bergakademie Freiberg Research Group.?>3%¢!
They employed the tank series recirculation (TSR) model,
which was developed by several researchers,'*'-*7%% to
simulate the mixing phenomena in a gas-stirred ladle. The
TSR model was combined with thermochemical computa-
tions by accepting the SIMUSAGE? in conjunction with the

ISIMUSAGE is a trademark of GTT-Technologies, Germany and
ThermFact Ltd., Canada.

FACTSAGE thermodynamic database.’>>?*! They con-
sidered four key reactions: (1) mixing in the gas-stirred ladle,
(2) slag-metal reactions, (3) separation (removal) of inclusion
through the slag phase, and (4) effect of ladle lining (MgO-C)
dissolution on slag and steel chemistry. The related param-
eters to simulate the inclusion evolution during the ladle
refining process are as follows:

rv =2800 (kgs™') (for medium Ar flow rate)

33]
km(ksrin original study) =0.002 (ms')  [34]

ky(ksrin original study) = 0.001 (ms™") [35]

kMg07C(steel_lining) = 0.0005 (kg m~’ Sil) [36d]

kMgofC(slag_lining) =0.001 (kg m~? S_l) [36b]

0.144t ‘
T=1650 — == —8.689\ [ (degC)  [37)

where r), is the mass recirculation rate; k,, and k; are the
mass transfer coefficient of metal and slag phases, respec-
tively; and kMg07C(steel_lining) and kMgofc(slag_lining) are the
refractory dissolution rate in the steel and slag lining
area, ressg)ectively. As schematically shown in Fig-
ure 26,5%% the vertical half section of the steel bath was
assumed to consist of a series of four closed tanks (in-
cluding an upward flowing plume area) and the top slag
was modeled using two tanks. Also, it was assumed that
the composition and temperature are homogeneous in
each tank and the steel-inclusion reaction reaches local
equilibrium. They considered the different separation
rates for several inclusion groups based on the
HT-CSLM investigations. Thus, the separation rates
(percentage) of MA spinel and liquid inclusions in one
calculation step (5 seconds) were assumed to be 0.03 pct
(= 0.006 pct s ') and 0.05 pet (= 0.01 pct s~ '), respec-
tively. The separation rate of Al,O; and Al,Os-rich
Ca-aluminate inclusions was assumed to be 20 pct per
step (= 4 pcts—') during the initial 10 minutes, after
which it was assumed to be 5 pct per step (= 1 pct s ).
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Fig. 27—(a) Schematic diagram of reaction zones in tundish and ()
comparison of the predicted and experimental results of inclusion
compositions in Ca-treated Al-killed steels in zone D. Reprinted
from Ref. [99].

However, even though they mentioned the recircula-
tion rate of the metal and slag phase separately, it is
uncertain whether they used the same value (Eq. [33]) to
calculate the mixing rate in the metal and slag phase.
Moreover, the mass transfer coefficient of the slag phase
is half the level of the metal phase mass transfer
coefficient, which seems to be rather exaggerated com-
pared to other researchers’ considerations (Egs. [4] and
[5], [7] and [8], and [10] and [11]). Consequently,
although they considered slag—metal, refractory—slag,
refractory—metal, and metal-inclusion reactions as ele-
mentary reaction steps, including the inclusion removal
rates, there are several fitting parameters to be optimized
in specific industrial operation conditions.

V. KINETIC MODEL FOR INCLUSION
EVOLUTION IN CC TUNDISH BY CONSIDERING
REOXIDATION PHENOMENA

The EERZ model was also employed to simulate the
inclusion evolution behavior in tundish including reox-
idation phenomena due to atmosphere or reducible
oxide in tundish slag. Ren er alP® predicted the
inclusion composition in Ca-treated Al-killed steel in
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Fig. 28—(a) Schematic of the dissolution of RHA (R1), the
slag-metal reaction (R2), the refractory (MgO)-slag reaction (R3),
and the inclusion-steel reaction (R4) in the model system employed;
(b) the experimental and (c¢) the calculated changes to the relative
fraction of the inclusions in molten steel at 5 min as a function of
RCA. Reprinted from Refs. [330] and [332].

tundish (25 ton) by considering the reoxidation by the
air at an initial teeming stage (cast start) and ladle (115
ton) change period based on several assumptions: (1) the
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Fig. 29—Microscopic view of the mechanism illustrations of the dynamic behavior at the steel-slag interface under the effect of chemical

reactions. Reprinted with permission from Ref. [336].
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Fig. 30—Macroscopic view of the scheme for the reoxidation
phenomena originated from the slag-metal interfacial reactions in
tundish. Reprinted from Ref. [332].

compositions of steel and inclusions in each reaction
zone are homogenous; (2) the steel/inclusion reaction is
assumed to reach equilibrium; (3) the temperature can
be maintained at a certain fixed temperature; (4) the
removal of inclusions to the slag, the slag/steel reaction,
and the influence of refractory are not considered; and
(5) the effect of the dead zone on the steel/inclusion
reaction is ignored. The schematic diagram of reaction
zones in tundish and the comparison of the predicted
and experimental results of inclusion compositions in
Ca-treated Al-killed steels in zone D are shown in
Figure 27.°°) An abrupt increase in Al,O5 content in the
inclusions at the cast start and ladle change period
corresponded strongly with the well-known reoxidation
phenomena originated from air.
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Alternatively, the influence of reoxidation due to
slag-metal reaction (including the dissolution of SiO,-r-
ich rice hush ash (RHA) into the liquid slag pool) on the
inclusion evolution in Al-killed steel in tundish was
simulated by HURG.% It was assumed that the SiO,
in the RHA layer could be rapidly dissolved into the
molten slag layer (R1 in Figure 28ga?) from the funda-
mental study of Feichtinger er al.**" for silica dissolu-
tion kinetics in the CaO-Si0,-Al,03 slag. Therefore, it
was assumed that RHA is completely dissolved into
molten slag layer before calculating the oxidation-re-
duction reactions at the slag/metal interface (R2).[?30332

The effect of the mixing ratio of calcium aluminate
flux (CA-flux) to [rice husk ash (RHA) + CA-flux]
(= RCA) on the mass fraction (population) of oxide
inclusions in molten steel at an early stage of the
reaction (e.g., 5 minutes) is shown in Figures 28(b) and
(©).7*) In the simulation, the effective reaction zone
depth of the metal and slag phase was chosen as follows
(for MgO dissolution rate, Eq. [20] was used):

dy=20x10"* (ms™") [38]

ds=35x10" (ms™') 39]
In Figures 28(b) and (c), it is interesting that the calcu-
lations reveal a similar tendency for inclusion evolu-
tion as a function of RCA as that obtained from the
experiment. The relative fraction of Al,Os-rich inclu-
sions dramatically decreased and that of spinel-type
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inclusions was evaluated when the RCA was over 0.8.
The spinel-type inclusions were formed from the reac-
tion between Al,O; inclusions and magnesium that
originated from the slag phase, as given in Eqgs. [21]
and [23].

A similar trial for the inclusion evolution during the
reoxidation of Al-Ti—containing steel by the CaO-
Si0,-Al,05-MgO slag was performed by Ren er al.*3*!
They employed k, as given in Eq. [10] and took
Eq. [11a] for k,. The validity of the model was proved by
comparing the modeling results to the experimental data
measured by Park ez al..’* from which the floatation
rate of inclusion was also deduced to 0.05 pct s~ '. It was
found that the inclusion amounts formed due to
reoxidation by slag-metal reactions were not signifi-
cantly affected by changing the CaO/Al,O5 ratio, while
they were significantly reduced by increasing the CaO/
SiO, ratio of the slag.**¥! This is mainly because of a
decrease in SiO, activity in the latter, resulting in a
decrease of driving force of the reactions given in
Egs. [41] through [44].33%

km=10x10" (ms') [40]

(Si0,) Si] +2[O] [41]

slag: [

4[AT] + 3(Si02) = 2(AL03) g, +3[ST]  [42]

slag

4[Al] + 3(TiOy),,,.= 2(A1,03) ., +3[Ti]  [43]

slag slag

[Ti] + (SiOy) (TiO3) g, + [Si] [44]

slag— slag

Specifically, the decomposition of SiO, into silicon
and oxygen at the slag-steel interface, i.e., Eq. [41],
increases the oxygen content in molten steel, resulting in
the formation of Al,Os; inclusions in Al-killed
steel. P33 Ni e al.[335’336i’ recently developed a novel
kinetic model to describe the dynamic slag—steel inter-
facial phenomena by adopting the slag—steel interfacial
tension and interfacial oxygen content. The following
steps were considered: (1) the SiO, decomposition and O
adsorption at the slag-steel interface, (2) the reaction
between Al and O, (3) the oxygen desorption at the
interface, (4) the Al,O3 dissolution at the interface, (5)
the effect of Al,O3 accumulation on SiO, mass transfer,
and (6) the mass transfer of the elements in steel and slag
phases. The microscopic view of the illustration of the
dynamic reaction mechanism at the steel-slag interface
is shown in Figure 29.1%¢

The interfacial kinetic model based on a dynamic
interfacial tension variation developed by Ni ez al. can
be successfully applied to explain the reoxidation
phenomena originating from SiO,-rich flux or use of
rice husk ash as an insulation gowder in a CC tundish,
as reported by Kim er al!**%%*? and Feichtinger
et alP*) The macroscopic view of the schematic
diagram for the reoxidation phenomena originating
from the slag—metal interfacial reaction in tundish is
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shown in Figure 30.°%) Because the reoxidation of
molten steel generally provides the formation of alumina
macroinclusions or clusters, which results in a clogging
of SEN during the CC process,>*330332:337-3401 "the
control of the physicochemical properties of the ladle
and tundish slag in view of viscosity, refractory corro-
sion, erc.PHM39 a5 well as the simulation of related
phenomena, should be further investigated to produce
ultrahigh clean steels with less adverse operational
problems.

VI. CONCLUSIONS

The kinetic modeling for the nucleation, size growth,
and compositional evolution of inclusions in steel was
extensively reviewed in four sections. In Section II, the
following topics were covered: Section II-A—the nucle-
ation and initial growth of inclusion in molten steel
during deoxidation; Sections II-B and II-C—the colli-
sion growth, motion, removal, and entrapment of
inclusion in the molten steel in CC tundish and strand;
and Section II-D—the prediction of inclusion compo-
sition in CC products. The modeling work tends to
combine the nucleation theory, the population balance
equation, the thermodynamic aspects for the precipita-
tion or generation of inclusions in the steel varied with
temperature, and the 3-D fluid flow in the metallurgical
vessels. The purpose of the kinetic study is to predict the
number density with the size, composition, and spatial
distribution of inclusions in the molten steel or solid
steel products. In Section III, the development of the
thermodynamic model and relevant databases was
reviewed. The systematic approach to the thermody-
namic database for inclusion engineering was initiated
by the IRSID, ArcelorMittal in the 1990s. They devel-
oped an in-house software, CEQCSI, for the calculation
of slag-metal reactions be employing a cell model and
GCA model. Recently, the FACT database, which is
based on the associate model, modified quasi-chemical
model, and compound energy formalism, was success-
fully used to calculate the phase equilibria of the
multicomponent steel and slag in conjunction with
various kinds of inclusions such as oxides, sulfides,
and nitrides. In Section IV, the several kinetic models to
estimate the compositional evolution of the inclusions
were reviewed: Section IV-A—the CR model, Sec-
tion IV-B—the reaction zone model, and Sec-
tion IV-C—the TSR model. The flow dynamics in
terms of stirring energy were needed to deduce the mass
transfer coefficient of the elements in liquid steel. Not
only by combining the slag phase mass transfer coeffi-
cient, which has generally been assumed to be 1/10 of
the metal phase mass transfer coefficient, but also by
numerically solving the several nonlinear flux balance
equations, the composition of inclusions can be pre-
dicted well by the CR model in a specific operation
condition with some fitting parameters such as floata-
tion, entrapment, agglomeration, and removal rate of
inclusions. The (effective equilibrium) reaction zone
model, which was initiated by Asai et al. to predict the
slag-metal reaction characteristics, was extended to
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predict the inclusion composition using FACTSAGE
macroprocessing functions. A determination of the
volume (or equivalent mass) of metal and slag equili-
brating in a short time period is critical to represent the
actual processes and is strongly dependent on the mass
transfer coefficient in metal and slag phases determined
by different authors under different operating (or
experimental) conditions. In Section V, the EERZ
model was applied to predict the effect of reoxidation
on the inclusion evolution in CC tundish. The harmful
reoxidation products, i.e., alumina macroinclusions or
clusters in Al-killed steel, can be formed by the
interfacial reaction between molten steel and SiO,-rich
slag. The interfacial kinetic model based on dynamic
interfacial tension and oxygen adsorption/desorption at
the slag-steel interface can be successfully applied to
explain the reoxidation phenomena due to reactive slag.
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