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Modelling glass-ceramic enamel properties
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The results of an investigation of the chemical and thermal characteristics of
glass-ceramic enamels, derived from the Li,O-Na,O-Al,05-TiO,-Si0, system, ob-
tained by employing the methods of mathematical experiment planning, are presented in
this paper. Adequate mathematical models, showing the dependence ofthe chemical and
thermal stability on the chemical composition of enamel systems, after different thermal
treatment procedures, were obtained. Based on the testing carried out, it was concluded
that in the obtained glass-ceramic enamels the chemical resistance is decreased, but at
the same time, the thermal stability is increased, relative to reference coatings.
Keywords: glass-ceramic enamels, mathematical planning, chemical stability, thermal
stability.

INTRODUCTION

Glass-ceramic enamels possess better thermal resistance and higher mechanical
strength compared to conventional enamels.!~3 The high thermal stability of glass-ce-
ramic enamels is achieved by increasing the thermal expansion coefficient, which can
be achieved by forming crystal phases with high thermal expansion coefficients in the
glass silicate base.*>

The structural transformation processes provide a microheterogeneous structure,
which enables the destruction of the structure at the phase boundaries, to be delayed and
influences the improvement in the thermo-mechanical properties.®—2

The corrosion resistance of glass-ceramic enamels also depends on segregated crys-
tal phases, as well as on the residual glass phase. The microstructural inhomogeneities in
glass-ceramic enamels influence the decrease of the corrosion resistance.®9 The enamels
for chemical apparatus are characterized by higher corrosion resistance to the action of ac-
ids, alkalies, and even water.!0:11 A better resistance to acid solutions was attained by en-
hancing the SiO, content in the glass-ceramic enamel composition.12:13

# Serbian Chemical Society active member.
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The investigation of the dependence of the properties — chemical and thermal sta-
bility— of the examined enamel systems on their chemical composition and heat treat-
ment procedure, as well as the establishment of adequate mathematical models, was ac-
complished by employing mathematical planning methods and presenting the dia-
grams of the composition vs. properties.!4-17

A planned experiment was based on the method of the modified simplex-latticed
scheme with the previous transformation of the simplex subfield into a field of
pseudocomponents. 1415

EXPERIMENTAL

Experiment planning

The synthesis of the enamel systems, the compositions of which had been defined in the matrix
of experiment planning, was carried out according to the procedure described in the previous paper. '8

Considering that the synthesized and studied enamel system is a multicomponent system
Li,0-Na,0-Al,03-TiO,-Si0,, in order to perform the planned experiment, it was transformed into a
ternary system having the form R,0-(TiO,+Al,03)-SiO,, with a constant Al,O5 content of 3 mol.%,
where R,0 is Li,O+Na,O.

A simplex is placed on the ternary system R,O-(TiO,+Al,03)-SiO, (with constant Al,O3 con-
tent), defined by the coordinates of the top and inter-points of the triangle.

The field of experiment planning and the position of the experimental compositions are pre-
sented in Fig. 1.

Xy = SiO;

Xz~ TiO, + A|203

Xz — L0 + Na,0

Zy —z3 — pseudocomponents
1 —7 - experiment. points

Fig. 1. The area of experiment planning and the positions of the experimental compositions.

The matrix of experiment planning in pseudocomponents and in the basic components is pre-
sented in Table 1.

The method of the simplex-latticed scheme for a second power polynomial, for a three-com-
ponent mixture, was employed for performing the planned experiment.!# The number of experimen-
tal points of the scheme was seven, including also the experimental control point, for checking the ad-
equacy of the regression equations.
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TABLE I. Matrix of experiment planning

Planning in pseudocomponents Planning in basic components/mol. %

No. of exper. (relative fraction)

7 7 73 x| Xy X3
1 1 0 0 70 7 23
2 1 0 58 19 23
3 0 1 58 7 35
4 0.5 0.5 0 64 13 23
5 0 0.5 0.5 58 13 29
6 0.5 0 0.5 64 7 29
7* 0.33 0.33 0.33 62 11 27

7* — The experiment performed for adequacy checking

Thermal treatment of enamel systems

The formation of the reference coating was achieved by heating pulverized glass within the
temperature interval of 700—850 °C, keeping at 850 °C for about 10 min, and cooling continuously
down to the temperature of 600 °C, and then by further cooling in air (designated as mode I).

The thermal treatment of the synthesized enamels with the view of obtaining glass-ceramic enam-
els was performed by cyclic heating and cooling of pulverized samples in the temperature interval from
650-850 °C (designated as mode II), while the other thermal treatment was performed by heating the sam-
ples up to the temperature of 900 °C and maintaining that temperature for 3 h (designated as mode I1I). The
modes of performing the thermal treatment were also described in detail in a previous paper.!8

Crystallization did not occur during thermal treatment of the samples according to mode I,

while crystallization did occur with modes II and 111, as was confirmed subsequently by X-ray dif-
fraction analysis.!®

Determination of the chemical stability

The chemical stability of the synthesized and thermal treated enamels was determined by a
modified’ and simplified method of testing the resistance to aggressive attack by hydrochloric acid,
in such a way that the enamel samples were treated with 100 cm? of 20 mass % HCI, for four hours at
the boiling temperature.

Determination of the thermal stability

A simplified method was used for these tests, ' whereby the enamel samples were exposed to cyclic
heating up to a certain temperature, maintanence of that temperature for 30 min, and then quenching by
pouring them into distilled water. Alternate heating and cooling was repeated several times, starting from
200 °C, whereby the samples were heated each time to a temperature 50 °C higher than the previous one.

The sample surfaces were observed and evaluated visually until the occurrence of visible sur-
face damage. The temperature difference A7 (°C) was determined between the maximal heating tem-
perature, at which, after cooling with distilled water, the destruction of the coating occurred, and wa-
ter temperature (20 °C).

RESULT AND DISCUSSION

The resistance of the enamels to the action of boiling HCI is inversely propor-
tional to the mass loss per unit area. The chemical stability was calculated as the loss of
mass per sample unit area, according to the equation:10;11
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=Am (1)
P

where: H — chemical stability (mg cm™2); Am = mg — my (mg) (mq — initial sample
mass, mj — final sample mass); P — area (cm?).

The results the determination of the chemical and thermal stability are presented
in Table II, and they represent the mean values of the results obtained in two parallel, in-
dependent experiments.

TABLE II. The results of the determination of the chemical and thermal stability

Chemical stability/(mg/cm?) Thermal stability/°C
No. of exper.

H,y Hy Hyy ATy ATy ATy

1 0.51 0.30 0.79 830 830 830

2 0.69 1.09 1.45 830 830 830

3 2.83 3.45 2.62 650 720 720

4 0.72 0.81 0.70 830 830 830

5 1.10 2.30 3.50 650 830 830

6 0.85 1.37 1.24 650 830 830

7* 0.75 1.47 1.84 700 830 830

7* — The experiment performed for adequacy checking; H(y 11 ji1y — The chemical stability values after
the three different thermal treatment modes; A7{y 1y i1y — The thermal stability values after the three dif-
ferent thermal treatment modes

The regression equation coefficients were defined on the basis of the common
form of the equation of a second power polynomial, for a three-component mixture: 14

y = Biz1 + Bozo + B3zz + Bioziza + Bi3ziz3 + Br3zaz3 ()

Bi=yi(=1,2,3); Bj=4y;—2yi-2y; (i=12;j=23)

where: y — optimization parameter, [3;, ;; — regression equation coefficients, z(1 2 3) —
pseudocomponents, y;, y;;— system response values in the points of the experiment plan.

Three regression equations were obtained for the determination of the chemical
and thermal stability, depending on the thermal treatment procedure (for modes I, I and
M1, respectively):

hy=0.51z1 + 0.69z + 2.832z3 + 0.48z1z5 — 3.2821z3 — 2.64z5z3 3)
A= 0.30z1 + 1.09z7 + 3.45z3 + 0.46212p — 2.02z1z3 + 0.122523 “4)
hir = 0.79z1 + 1.45zp + 2.62z3 — 1.68z1zp — 1.86z1z3 + 5.862723 ®))
11 = 830z + 830z7 + 65023 — 3602123 — 3602723 (6)

t1 = 830z1 + 830zp + 72023 + 220z1z3 + 2202523 @)

tir = 830z1 + 830zp + 72023 + 2202123 + 2202723 (8)
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The adequacy of the formulated mathematical models, i.e., regression equations,
was controlled on the basis of the response value of the system in the control point of the
experiment planning matrix (composition 7 of simplex), according to the Student crite-
rion.!415 The regression equations were considered adequate if the calculated value of
the Student criterion was smaller than the table value, for a given number of freedom
levels and a chosen level of significance.!4

The significance of the calculated regression equation coefficients was also been
checked in accordance with the Student criterion. The regression equation coefficients
was considered significant if they were according to the absolute value, greater than the
confidence interval.1415

The values of the Student criterion and the confidence interval are presented in
Table I11.

TABLE III. The values of the Student criterion and the confidence interval

. Student criterion Confidence interval
Equations
Table value Calculated value
3) 2.37 0.73 0.09
“) 2.37 0.67 0.08
5) 2.37 0.89 0.09
(6) 2.37 0.59 22.34
7) 2.37 0.78 44.81
(8) 2.37 0.78 44.81

According to these criteria, all the regression equations are adequate, and all the
coefficients were evaluated as significant.

The maximal differences between the experimental and calculated values for the
chemical and thermal stability are 2.0 % and 1.6 %, respectively.

The obtained regression equations served as the basis for establishing the corre-
sponding isolines, 415 whereby those of the chemical stability are presented in Fig. 2,
and those of the thermal stability in Fig. 3.

The results of the performed experiments show that the chemical resistance to the
action of hydrochloric acid of the obtained glass-ceramic enamels decreased in the ex-
amined composition range in all the system (thermal treatment mode 11 and I1I), what
was to be expected.6—9

An increase in the resistance was noticed in the experimental compositions No. 3
and No. 4, i.e., in thermal treatment mode III relative to mode 1, namely, the values for
the chemical stability are at the level of the values for the reference coatings. The exper-
imental composition No. 1 is an exception, as a better resistance was obtained with
mode II relative to the reference coating.

The maximal values of chemical stability were achieved in the area of composi-
tions approaching the top of the ternary diagrams, namely, compositions with the high-
est SiO, content and minimal TiO; and R>O contents (Fig. 2b and c).
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Fig. 2. Isolines of the chemical stability a) mode I,
: i ) b) mode II, ¢) mode III (numbers at the sides of the
s —= %3,triangle —numbers of experimental compositions).

The obtained data show that an increase in thermal stability is realized in all the
examined glass-ceramic enamels, and there is no difference between the thermal treat-
ment mode II and III. Thereby, the forms of the isolines in the composition vs. proper-
ties diagrams are the same.

The maximal values of thermal stability are in the area of compositions corre-
sponding to enhanced SiO» content. The systems which have compositions in the mid-
dle region of ternary diagrams have maximal thermal stability for thermal treatment
procedure I, while for mode II and mode 111 those composition areas directly approach-
ing triangle side SiO»-(TiO>+Al>O3) have maxmimal stability.

The enhancement of SiO; content, with decrease of TiO, content and alkali metal
oxides content in the tested systems, leads to a simultaneous increase in both the chemi-
cal and thermal stability.
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Fig. 3. Isolines of the thermal stability a) mode I, b) mode II and mode III (numbers at the sides of
the triangle — numbers of experimental compositions).

CONCLUSION

The dependencies of the chemical and thermal characteristics of glass-ceramic
enamels on the initial composition of the tested systems and on the heat treatment pro-
cedure, were established by the obtained mathematical models.

The dependence of the chemical stability, as well as of thermal stability, on the chemi-
cal composition for the examined composition ranges, can be defined by second power
polynomial equations. The results of the experiments performed show that a decrease in the
chemical resistance to hydrochloric acid action occurs in all the systems, with obtained
glass-ceramic enamels, but simultaneously the thermal stability increases.

This is explained by the microheterogeneous structure, obtained by structural
transformation processes, which enables the relaxation in the destruction of the struc-
ture at the phase boundaries, whereby the thermal stability of the glass-ceramic enamels
increases but, simultaneously, the chemical stability decreases.®2

An increase of the SiO, content, with a decrease of the TiO; content and alkali
metal oxides content, in the tested systems leads to a simultaneous increase in both the
chemical and thermal stability.

The obtained mathematical models enable the corrosion resistance, as well as the
thermal stability of an enamel to be predicted and evaluated, i.e., enable the correspond-
ing compositions to be defined and selected for a particular application under given op-
erating conditions.
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U 3 B O [

MOJETNPABE OCOBMHA CTAK/IO-KEPAMMYKUX EMAIJITA

IPATULIA C. TABPUIIOBCKH', HUKOJIA C. BIATOJEBUR? 1 MUJIOPAJ IT. TABPMJIOBCKUA'

'CAPTH]T - Uncitivitiyini 3a meiiaaypzujy, Fopancka 12, 11300 Cuedepeso u’ Texnonouko-mefiaaypuiku (aryaitieit,
Kapnezujesa 4, 11000 Beozpao

Y papay je mpuKa3aHO MCHUTHBAHkE XEMHUjCKUX M TOIUIOTHUX KapaKTepHCTHUKa CTa-
KJIO-KEepaMUUKUX eMajia, u3BefaeHux u3 cucreMa LizO-NayO-AO3-TiO2-SiO2, kopuithibeM
MEeTOfa MaTeMaTHUYKOr IUIaHMpama eKcrnepuMmeHTa. [JoOujeHu cy ajieKBaTHU MaTeMaTH4KH
MOJIENTN KOjH NPUKa3yjy 3aBUCHOCT XEMHjCKE U TOIUIOTHE MOCTOjaHOCTH Of] XeMHUJCKOI' cacTaBa
€MajJIHUX CUCTeMa, IPU Pa3lIUuUTUM PEKUMHUMa TOIUIOTHe oOpaje. Ha ocHOBY u3BeneHHX
UCTIUTHBAKa 3aKJbYUCHO je Jla ce KOJ JOOMjEHUX CTaKIIO-KePaMUIKUX eMajiia CMabyje XeMHjcKa
OTIOPHOCT, alll MCTOBPEMEHO MoBehaBa TOIUIOTHA MOCTOjaHOCT, y OHOCY Ha pedepeHTHe
IIPEBIIAKeE.

(ITpumibeno 14. jyna, pesugupano 19. cenrem6pa 2001)
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