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The mathematical model of inert porous materials sintering was proposed. As an initial
data, the model uses the initial distribution of pore surface elements and time-temperature
conditions of sintering. Sintering is modelled by the system of kinetic equations describing
shrinkage of a material depending on its initial properties and a time-temperature condition
of the process. Experiments on aluminum oxide powder sintering have been carried out in
several time-temperature conditions in which linear shrinkage was traced in time. The initial
powder particles size distribution was previously measured. A value of main parameters
used in the model was determined according to the sample linear shrinkage data measured
at the 10°C/min heating rate. Time dependences of linear shrinkage were calculated for
the heating rates of 5 and 15°C/min. Comparison of the calculated dependences with
experimental data for heating rates 5 and 15°C/min has shown the good qualitative and
quantitative concordance.
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Introduction

Sintering process is an important and difficult stage of the ceramics manufacturing
process. Main characteristics of a targeted ceramic product, i.e. its composition, structure,
form, and sizes, are determined at the sintering stage [1]. So, estimation the optimal
sintering mode and the appropriate input parameters of the initial material is very
important for ceramic manufacturing optimization. Currently, mathematical simulation
turns out to be a promising and efficient way of process optimization as it enables series
of numerical experiments for targeted conditions thus reducing the number of physical
experiments and also identification of main factors preconditioning the process result.

A good few approaches to sintering modelling are currently available. Many of them
describe the process by applying a certain set of stages and the system state — using a
simplified geometry of particles [2-5].

This paper proposes a sintering process model as applied to the alumina ceramics. Key
points in this model are the following. The entire process is presented to be continuous
and the system is described through the general-surface state that is characterized by the
distribution of elements having certain curvature and volume.

1. Description of the Model

A phenomenological model is proposed to describe the powder sintering process. This
model is based on a set of the following assumptions:

1. A porous body is characterized by a single surface with the area being equal to the
total surface area of all particles;
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2. The general surface of the porous body can be broken up into a great number of
spherical elements with certain radii and volumes corresponding there too (in the strict
sense, a pair of radii must correspond to each element in the case of a three-space surface
but the given approach uses only one radius);

3. Any state of the porous body can be presented as a certain distribution of the above
spherical elements depending on curvature radii:

dn, = ¢(r) - dr, (1)

where n,. is the number of fraction elements of radius r, ¢(r) is the density function;
4. The driving force of the mass-transfer is directed from the smaller-radius elements
to the greater-radius elements as the greater capillary pressure p. (Pa) corresponds to the

less radius
o
(2)

2r’
where o is the surface tension (J/m?), r is the surface curvature radius (m);
5. Sintering kinetics depends on the vacancy flux between each combination of element
fractions; the vacancy flux from the i-th fraction of elements into the j-th f;; is proportional
to the vacancy mobility k, the permeability of the porous body for the vacancy flux p,
the driving force AH;; (differences in curvature values for elements of the i-th and j-th
fractions) and the product of volumetric concentrations of interacting elements C; and C;

Pec

fij:k'p'AHij'Ci'Cj- <3)

The vacancy mobility k is determined from the Arrhenius equation:

E
k—A-exp[ ﬁ}, (4)
where A is the pre-exponential factor (m'!/s), E is the activation energy (J/mole), R is
the gas constant (8,314 J - mole ~!- K1), and T is the temperature (K).

The surface diffusion is considered to be the main transport mechanism and,
correspondingly, the permeability of the porous body p for the vacancy flux is taken to be
proportional to the specific surface of the body

_ 5
=V

(5)

D

where S, is the general surface of the porous body (m?), V}, is the total volume of pores
(m?), V. is the volume of the crystalline material (m?).
The spherical elements curvature H (m™!) is determined from the formula

H=-, (6)

where r is the sphere radius (m). The volumetric concentration of elements C'is determined
from the formula

n
C= (7)
Y
V,+ Ve
where n is the number of elements.
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Then, the rate of changes in the number of elements of the i-th fraction will be

on; Zj:f”

where ¢ is the time (s), V; is the volume of one element of the i-th fraction (m?).
Pursuant to the assumption on the external-to-internal surface equivalency, the
external surface is considered as the only element with the negative curvature (in the
strict sense, if the compact set has a complicated shape, the external surface must be also
described by a certain distribution of elements). Here, the curvature sign depends on a
frame of reference. In the model, the surface normal is assumed to be directed towards
the free volume of the pore. Since the normal direction towards the free volume around
the compact set is contrary to the direction towards the external-surface curvature center,
the curvature sign is negative. Then, changes in the volume of this element V, (m?) will

be expressed by the formula:
MWy
5 = > foge (9)
J

The initial size distribution of pores elements and the temperature-time mode of
sintering are used as the input data in our model that makes it possible to obtain size
distribution of pores elements for each time instant in the sintering process. Integral
characteristics of the sample i.e. density, surface area with consideration for pores, and
linear shrinkage can be calculated from this distribution.

In our model, sintering is considered as redistribution of the surface-elements volume
between fractions of these elements and also as the change in the external surface of the
sample to be sintered similarly to the change in the internal surface. In other words,
vacancies are moving from small pores (large-curvature elements) to large pores (less-
curvature elements), and to the external surface (negative-curvature element). Within the
model, material properties are described by two constants, i.e. the pre-exponential factor
and the activation energy. As the form of equations does not depend on properties of
the selected material and also on the powder’s initial conditions, then, using appropriate
constants, the model must describe sintering kinetics for different materials consisting of
chemically stable and chemically non-interacting powders.

At present, it is not quite clear how values of used constants are related to the material
properties. Therefore, values of constants are taken so that they could ensure qualitative
and quantitative agreement between the calculated and experimental relationships.

2. Ceramics Sintering Experiments

A series of experiments was performed to determine how sintering of alumina ceramics
depends on the temperature-time mode. Experiments included preparation and sintering
of aluminum-oxide compact sets in different temperature-time modes. The initial powder
was a mixture of 80% AlyO3 (Pechini)+20% ZrOy (3% mol.Y503).

The laser diffraction method and Malvern Mastersizer 2000 analyzer were used to
determine the volumetric distribution of particles in initial powders. Fig. 1 and 2 show
dispersiveness measurement results for powders AloO3 u ZrOy(Y203). Powder compact
sets with the mass of about 0,5 g manufactured with the use of an organic binder were
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Fig. 1. Volumetric distribution of particles in Al,O3 powder
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Fig. 2. Volumetric distribution of particles in ZrOy(Y203) powder

preliminarily sintered at about 1000°C in order they could acquire transport strength.
The binder evaporated in the process of presintering. Then, compact sets obtained in this
way were sintered in the air in the following temperature-time modes:

1) 25 to 150 °C — heating at the rate of 5°C/min ensures the technological mode when
a furnace is warmed up and the high-temperature thermocouple operation begins;

2) 150 to 1150 °C — heating at the rate of 10 °C/min with the sintering curve recording
(linear shrinkage versus time); practically no changes in the samples sizes are observed
within this interval;

3) 1150 to 1700°C - heating of samples at the rate of 5, 10 u 15°C/min min with the
curve recording;

4) at 1700°C — exposure during 2 hours with the curve recording; main shrinkage of
the sample is observed within this interval;

5) cooling in the furnace down to the room temperature at the rate of about 30 °C/min
without the curve recording.

In the course of sintering, the dilatometer measured the current temperature and the
linear shrinkage of samples. Fig. 3 shows "shrinkage versus time" relationships. On the
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same time scale, Fig. 4 shows "temperature versus time" relationships for the considered
modes.
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Fig. 4. Temperature-time modes

3. Model Calculations

In order to validate the model and obtain key parameters, we performed series of
computations and compared results thereof with the experiment.

Based on the particle-size distribution, it was assumed that radii of pore-forming
elements are varying from 0,1 to 100 ym and these elements have the logarithmic-normal
size distribution with the maximum at the 10 pm radius. The total number of elements
in the considered porous body is taken to be 10%. All elements were subdivided into 50
fractions depending on their radii (it is generally thought that each pore can be described
as a totality of several elements wherein the number of elements can be less than one). So,
the initial distribution took on the form shown in Fig. 5.

Since it is not quite clear how parameters A and F relate to the material properties,
several computations were performed with different values of these parameters. The value
of activation energy was determined to be responsible for the tangent tilt to the sintering
curve in the coordinates "relative linear dimensions of the sample — temperature". The time
of high-intensity shrinkage onset depends on the value of the pre-exponential factor. With
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Fig. 5. Initial size distribution of surface elements

consideration for the role of these parameters and on the ground of agreement between the
computational and experimental results, we used the activation energy F = 440 kJ/mole,
and the pre-exponential factor A =4,4-1073 (m!! /s).

In order to understand how the pore volume relates to the total volume of the sample,
it is necessary to know the volume ratio of a crystalline material in a porous body. Using
the 3,97 g/cm? crystalline density of the initial powder (this corresponds to o — AlyO3)
6] and the density of compact sets measured to be 2,18 g/cm?, the volume fraction of the
crystalline material was calculated from the formula:

We = —, 10
Pe (10)

where w, is the volume fraction of the crystalline material, p is the measured density of
the compact set (g/cm?), p. is the crystalline density of the material (g/cm?®). The volume
fraction of the material was about 54 % for all samples.

Using the accepted values of the pre-exponential factor and the activation energy, as
well as the initial volume fraction of the crystalline material and the initial distribution of
surface elements, the sintering process was calculated for three temperature-time modes
realized in the experiment.

Figures 6-8 show experimental (dashed line) and model calculation results (solid lines),
as well as the linear thermal expansion calculated for a solid crystal (points). Figures
demonstrate that the proposed model enables good qualitative agreement between the
calculated shrinkage and the one experimentally observed for the considered temperature-
time sintering modes. The maximum difference between the calculated and experimental
shrinkage ratings is observed in the experiment with the 5°C/min heating rate and is
equal to 2 %.

Conclusion

The paper presents the simplified mathematical model of the sintering process
for powders consisting of chemically stable and chemically non-interacting particles
(Equations (1), (3) — (9)). The model enables description of the porous material state and
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Fig. 6. Calculated and experimental "shrinkage rating versus time" at the 5 °C/min heating
rate. Dots show the calculated linear thermal expansion for the solid crystal
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Fig. 7. Calculated and experimental "shrinkage rating versus time" at the 10°C/min
heating rate. Dots show the calculated linear thermal expansion for the solid crystal
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Fig. 8. Calculated and experimental "shrinkage rating versus time" at the 15°C/min
heating rate. Dots show the calculated linear thermal expansion for the solid crystal

time evolution of this material depending on the temperature-time mode of the sintering
process.

Alumina ceramics sintering experiments were performed to obtain "shrinkage versus
time" relationships for several temperature-time modes.
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The experimentally recorded data were used to determine parameters of the model for
alumina ceramics. The model is shown to be applicable to alumina ceramics in the range
of temperature-time modes realized in the experiment.

For useful comments, authors express their gratitude to V.F. Kuropatenko, Doctor of
Science, Professor, Member of St. Petersburg Academy of Sciences.
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MOAEJIb CIIEKAHN A ITOPUCTBIX MATEPNAJIOB

O.B. IlTyavy, B.A. Cumonenxo, C.II. /Iposocexos, II.B. Kanycmuna,

H.A. Beaobposa

Poccuiickuit penepanbunrit saepusiii mearp — BHUN texauveckoit (pu3nky nuMeHd akae-
muka E.W. 3ababaxuna, r. CHEKUHCK

IIpenmoxkena mMaTeMaTwYIecKasi MOIEIb CIIEKAHUS MOPUCTHIX XAMHUIECKH CTAOHUIBHBIX
MaTepuasioB. McXOMHBIMI JAHHBIMU /TSI MOJETN CIYKAT HAYAILHOE PACIpEIesIeHNe 3Jie-
MEHTOB ITOP MO Pa3MepaM W TeMIepaTypPHO-BPEMEHHON pexuM crnexkanns. Criekanue Moje-
JINPYETCS CHCTEMON KUHETUIECKUX YPABHEHUI, OMUCHIBAIOIINX YCAJKY MAaTEPUAJa B 3aBU-
CHMOCTH OT €0 NCXOIHOTO COCTOSIHMA W TEMIIEPATY PHO-BPEMEHHOTO PEXKUMA, ITPOIECCa. BbI-
JI BBITIOJTHEHBI SKCIEPUMEHTHI 110 CIIEKAHUIO0 AJTIOMOOKCHIHOTO MOPOINKA MPU HECKOJIbKUX
TEMIIEPATYPHO-BPEMEHHBIX PEXKHMaAX, B KOTOPBIX OTCJIEKMBAJIACH BO BPEMEHU JIMHEHHAsT
ycagka. [IpenpapureibHO IKCIEPUMEHTAIBHO OBIIIO OMPEeIeIeH0 HadaIbHOR PACIIpeIeIeHne
YACTUI[ UCXOIHBIX MOPOIIKOB MO pa3mepaM. Ha ocHOBe MaHHBIX O JUHEHHON yCajKe KOM-
[AKTOB TOPOINKa Ipu ckopoctu Harpesa 10 °C/MuH ObUIH MOTYyYEHBI 3HAYEHNS OCHOBHBIX
HapaMeTpoB, UCIOIb3yeMbIX B Mojeu. s ckopocreil narpesa 5 u 15 °C/vun 6buin pac-
CYUTAHBI 3aBUCUMOCTH JUHEHHON ycajku oT Bpemenu. CpaBHEHHE PACCIMTAHHBIX 3ABUCH-
MOCTel ¢ 9KCIepUMeHTAIBLHBIMI TAHHBIME 17151 CKopocTedi Harpesa 5 n 15 °C/MuH mokasaso
XOpOoITee Ka9eCTBEHHOE U KOJMIECTBEeHHOE COTJIacHe.

Karueswie caosa: cnekarnue; Kepamura, Mamemamu1ecrkoe MO@&/LUPOGGHUE.
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