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Abstract

This work focusses on the description of the reaction kinetics and thermomechanical effects during the vulcanization
process of rubber materials. Based on the concept of internal variables a model for predicting the local state of vulca-
nization depending on the temperature history is introduced. Furthermore, a continuum-mechanical material model is
presented that includes viscous and inelastic effects. The model is able to cover the material behaviour in the uncured
and in the cured state and includes the dependance on temperature. From a set of experiments the parameters of this
constitutive model are determined for a selected rubber material on the basis of a genetic algorithm.
© 2005 Elsevier Ltd. All rights reserved.
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1. Introduction

The numerical simulation of production processes plays an important role in the improvement of prod-
uct quality, in reducing the product development time and in generating a deeper understanding of indus-
trial processes. Although the performance of hardware and software used in industrial simulation tasks has
increased continuously during the last years, there is still a huge need for suitable material models and for
reliable procedures to determine material parameters for refined constitutive models. In process simulation,
like the production of rubber sealings that is considered in this work, usually coupled field equations have
to be solved and often the material behaviour cannot be considered to be constant during the process. This
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Fig. 1. Extrusion and curing process of rubber sealings.

requires the introduction of complex material models that include inelastic effects with a strongly rate-
dependent behaviour and the dependency on additional variables like temperature, state of chemical reac-
tions, etc.

In this work we will develop a constitutive framework for the computational prediction of the produc-
tion process of rubber sealings including the associated parameter identification procedure from a mini-
mum number of experimental tests. Please refer to Fig. 1 for an overview of the production process.
The process starts with the still uncured material that has just left the die of the extruder. Then due to
the applied heating, the vulcanization process is initiated. This also yields a deformation of the rubber
structure in the heating lines due to gravity forces. The constitutive model should be applicable to predict
the final shape of the rubber sealing. Since the state of vulcanization (curing) can be predicted during the
heating process, adjustment of the heating parameters is possible in order to optimize the curing process
and the tolerances of the final shape of the rubber sealings. During the vulcanization process chemical
and electrochemical reactions can occur. However, this paper is focused on chemical reactions only.

For this purpose a chemical reaction model is developed in Section 2 that describes the vulcanization
process on the basis of internal variables Coleman (1964) and Coleman and Gurtin (1967). These variables
can be used within a continuum mechanical frame and, thus, allow to model the vulcanization within a
computational analysis. Afterwards, in Section 3 a suitable material model is introduced that shows
visco-elastic effects, plastic effects and that includes the dependence on temperature and the state of the vul-
canization process. Experiments that are needed to determine the set of material parameters of this model
are described in Section 4. Experimental results are shown and used for an exemplary identification of
material parameters.

2. Chemical reactions
Rubber material mainly consists of a large amount of long polymer chains, stochastically distributed and

orientated in space. In the uncured state, shown in Fig. 2a, these chains are not connected by cross-links
between each other and movement between them is possible. On a macroscopic basis this can be observed

(a) viscousfluid (b) elastic solid
&9/\/ //_ ~O filler particle
\O// O/ vulcanization ~ L — chemica crosslink

Pl -

uncured material

™~ physical bond

cured material

Fig. 2. Molecular model of vulcanization process.
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as inelastic (plastic) behaviour that is intentionally used during the molding process of rubber products.
Nevertheless, physical links and entanglements between the molecules and links between rubber and filler
particles cause some viscous and elastic effects. Therefore, it is reasonable to describe such materials as a
viscous fluid. After vulcanization, in the cured state, additional chemical cross-links between the chains pre-
vent them from extended relative movement and, thus, the ability to undergo plastic deformation vanishes,
see Fig. 2b for an illustration. A completely cured rubber material will instead show a clear elastic behav-
iour that can be explained by molecular network models, e.g. Treloar (1975) and Mark (1994). When con-
sidering (carbon black) filled rubber compounds a strong viscous behaviour is superposed to the purely
elastic response, what can be explained by reorganization effects between the rubber molecules and the filler
particles.

A result of this molecular model is that homogenized mechanical properties will strongly depend on the
state of vulcanization. With the change from an uncured to a cured material, going along with an increasing
density of cross-links, the mechanical behaviour will change from a more fluid-like (plastic) behaviour to a
mostly solid-like (elastic) behaviour. Thus, in order to achieve an accurate constitutive model for the cou-
pled thermo-mechanical process, the chemical vulcanization needs to be described sufficiently.

The industrial vulcanization process usually consists of several reactions, in which many different phases
interact. A model which includes all these reactions is usually too complex. Here, a simplified two-step vul-
canization model that is represented by two chemical reactions is proposed. The first step is a preliminary
reaction, described by

In this first reaction the components 4 and B react and produce the new phase C. While component B
can be interpreted as the raw, totally uncured rubber molecules, the component A represents some vulca-
nization agent. Then phase C represents any component that is required for further reaction to the finally
cross-linked material E. This cross-linking reaction, in which a phase E is produced from components C
and D, is described by

Here, the stochiometric ratio of the reactions is given by the rational numbers m 4, mg and m¢, mp, respec-
tively. Furthermore, the concentration of a phase X is expressed by [X] in parts per volume. For the pre-
liminary reaction (1) we obtain the relation

(€] = ——[4] = - —[B] (3)

for the reaction rate [C] = 0[C]/0¢ from the conservation of mass. The reaction rates for the second reaction
(2) are

[B] = ——[C]¥ = ——D]. (4)

€] = 11" + (). (5)

The velocity of a reaction is usually given by a kinetic approach (see e.g. Atkins, 1982; Laidler, 1963;
Schmidt, 1998) of the type

[ ~ [4)"[BY, (6)

[£] ~ [C)'[D]". (7)
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with the orders of the reactions «, y, f and 0, respectively. When assuming that the cross-linking agent A4 has
a much lower concentration than the component B, the concentration [B] will not change significantly dur-
ing the reaction and the approximation

[B] ~ [B], = [B] (8)
can be made. Hereby, the kinetic approach can be simplified to
€] ~ [ )

for the preliminary reaction (1). Following the same considerations the kinetic approach for the second
reaction step (2) is simplified

E] ~ [C]F. (10)

Since the introduced two-step vulcanization model is a simplified approach for a quite complex reaction,
the kinetic approaches (9) and (10) are empiric but can be justified by the successful comparison to exper-
imental results that are presented later. The initial conditions for the concentrations before the reaction is
started are

[A}o >0, [C]o =0, [E]o =0. (11)

If, furthermore, the component 4 is assumed to be used completely during the reaction, its final concen-
tration after completion of the reaction (¢ — o) is

4], =0 (12)

and this yields the relations

[Cl. = m_A[A]o» (13)
1

£, = m—C[C]w (14)

[4] =[]y — m4[C] — memy[E). (15)

By inserting the relationships (15), (9) and (4) into Eq. (5) one obtains
[C] ~ ([4]y = ma[C] = mumc[E))” = mc[E). (16)

A material model based on continuum mechanics does not necessarily require the absolute number of cross-
links, but is rather described by some internal variables describing the state of the vulcanization process.
Therefore, the normalized concentrations

€] [£]

”:W and C:W7 0<ni<1 (17)

o0 o0

are introduced as internal variables, see e.g. Coleman (1964), Coleman and Gurtin (1967) and Haupt and
Olt (1989). Inserting the Egs. (13) and (14) into Eq. (16) and replacing the concentrations [C] and [E]
according to Eq. (17) yields the evolution law for 5

i=a(@)(1-n-0"~L (18)
Applying the same relations to Eq. (10) yields the evolution law for {
{=b(O). (19)
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Finally, the substitution & = 5 + { simplifies the Egs. (18) and (19) to
E=a(0)(1-¢), (20)

t=b0)E-0)". (21)

In this approach the coefficients a(@) and b(®) represent the temperature dependence of the reaction which
are assumed to obey the Arrhenius law

a(0@) =k exp <— %) (22)

b(O) = kjexp (— %) (23)

with k2 :ETA, k4 = %.

Here, R is the universal gas constant and £, and Ejp are the activation energies of the corresponding
reactions. If the temperature ©(¢) is given, integration of Egs. (20) and (21) finally yields the degree of
cross-linking {(t), i.e. the state of the vulcanization process. In order to guarantee a monotonously increas-
ing function for &(¢) and {(¢) and an asymptotic approach according to

Et) =0, ((t—oo)=1 and {(t) =0, ((t—o0)=1 (24)
the following restrictions to the coefficients a(®), b(@) and the exponents o,  have to be considered:
a(@) =20, bO)=0, a>0, f>0. (25)

Since the reaction schemes (1) and (2) only describe a simplified vulcanization model, it is not possible to
determine the parameters k, k», k3, k4, 2 and f from fundamental chemical or physical material data. These
parameters need to be determined from experiments for each rubber compound by a parameter identifica-
tion as described in Section 4. The typical evolution of the state variables &(¢) and {(¢) during an isothermal
curing process at @ = 160 °C using the parameters listed in Section 4 is visualized in Fig. 3. The preliminary
reaction is clearly causing a delay at the beginning of the cross-linking reaction.

1 1 1 1
200 400 600 800 1000
Time t [s]

Fig. 3. Evolution of the state variables ¢ and { at isothermal conditions.
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3. Material model

The well known nonlinear stress-strain relationship of rubber materials in the large strain range is usu-
ally adequately described by a hyperelastic material model expressed in terms of a strain energy potential.
This approach is sufficient when restricting to static and quasi-static problems and when looking at unfilled
rubber compounds only. Some popular examples for such strain energy functions are the Neo-Hooke, the
Mooney—Rivlin, the Arruda—Boyce, the Yeoh or the Ogden material model. All of these have been dis-
cussed extensively in literature and are state-of-the-art in computational solid mechanics, see e.g. Mooney
(1940), Ogden (1972) and Ogden (1984).

Nevertheless, when looking at experimental results of dynamically loaded carbon black filled rubber com-
pounds one will clearly realize that a purely elastic approach does not satisfy the need for realistic results. The
complex mechanical behaviour of filled rubber materials is also characterized by a strong dependency on
temperature, strain rates and load history, even in the small strain range. This fact clearly requires the exten-
sion of the common and well-known purely elastic material models for rubber by additional visco-elastic ef-
fects. Since this paper deals with the description of rubber during the vulcanization process and the material
in the uncured state is characterized by a fluid-like behaviour that makes forming and processing possible,
also plastic effects which are causing residual strains need to be covered in an appropriate material model.

Although, rubber is commonly used within applications that might cause extremely high strains and,
thus, require the introduction of nonlinear elastic material models in combination with finite deformation
kinematics, in this work we assume all strains to be sufficiently small which allows the use of linearized
small-strain kinematics. This is reasonable for the investigated production process, because during the heat-
ing and curing process of such rubber products large strains do not occur and actually would mean that the
final product is unusable. Nevertheless, an extension to a finite kinematics formulation would increase the
range of application for the material model proposed here and is subject of future work.

A material model that is fulfilling the above mentioned requirements is introduced in this work and, later
on, the physically relevant effects are identified by appropriate experimental results. Since the goal is to de-
scribe the material behaviour during processing it is necessary to include dependencies on temperature and
state of curing into the material model and also into the testing procedure of the rubber compound for
parameter identification.

3.1. Rheological approach

The classic method to describe inelastic behaviour of either elastic, viscous or plastic material is the com-
bination of rheologic elements, each of them defining certain effects. Elastic properties are visualized by
spring elements, viscous properties by dashpots and plastic effects by frictional elements. A combination
of several of these elements can yield quite complex material behaviour, see e.g. Aklonis and MacKnight
(1983), Ferry (1980), Kaliske and Rothert (1997) and Kaliske and Rothert (1998). Connecting two elements
in parallel means that the stress contributions from each element are added to a total stress. Connecting
them in a line means that the total strain can be split into parts for each rheologic element. Although
the visualization of these models is usually associated with uniaxial deformation, the models can be general-
ized to describe three-dimensional behaviour.

The rheologic elements used in this work are defined in Fig. 4, showing an elastic spring element (a), a
Kelvin—Voigt element (b) representing the visco-elastic effects and a Bingham element (c) representing the
visco-plastic effects. In addition a symbol (d) is introduced that represents a strain contribution resulting
from internal state variables, e.g. the temperature or the state of curing or the evolution of the inelastic
material history. A proper combination of these elements allows the description of material behaviour dur-
ing the vulcanization process including all significant effects of the rubber material in the uncured as well as
in the cured state. The relevant model is introduced and visualized in Fig. 5.
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Fig. 4. Rheologic models and their constitutive equations.
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Fig. 5. Additive split of strains into elastic, visco-elastic and visco-plastic parts.

The total strain e of this model can be split into several parts

€= ¢ + 6lh 4 e'P 4 el + e + epl«,e + evael + 6pl,vez

€epl

(26)

with elastic (e), thermal (th), viscoplastic (vp), two viscoelastic (ve; and ve,) and pseudo-plastic (pl) contri-
butions. The necessity to introduce these different parts and their computation is described in detail below.
A simulation of the continuous vulcanization process will require the modification of the related material
parameters depending on internal variables, i.e. the state of curing { and the temperature ©. Nevertheless,
for simplicity reasons these dependencies will not be considered in the following sections that are presenting
the rheologic effects and the corresponding material models. The dependencies will instead be introduced

afterwards in Section 3.6.
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3.2. Elastic material behaviour

When applying a certain load to a rubber sample this results in an instantaneous deformation. If this
deformation vanishes immediately and completely after unloading the sample, this is a purely elastic behav-
iour. Although rubber usually requires a more advanced modelling, e.g. by using a hyperelastic strain en-
ergy function, we will use the linear elastic Hooke’s law. This implies the restriction to small strains, what
has already been mentioned and justified to be sufficient.

The elastic strain tensor €° can be split into a volume changing part

1
el = gtr(ee)l (27)
and a deviatoric, isochoric part
=€ —¢€l (28)

The linear-elastic material law then is defined by
6 =p1+5 =K1+ 2u°€ (29)

with K® denoting the elastic bulk modulus, p° the elastic shear modulus. Here the stress tensor ¢ has also
been split into a pressure part p°1 and into a stress deviator s°. It has to be mentioned that rubber material is
observed to be nearly incompressible, what results in a relatively high bulk modulus K¢ and needs some
special attention in a numerical treatment.

Thermal expansion or shrinkage is defined by the thermal strain tensor

" = 41 AO1, (30)

with A@ denoting the difference between the material temperature and a reference temperature in which the
material is assumed to be free of thermal strains. The thermal expansion coefficient is oM.

3.3. Visco-elastic material behaviour

In addition to a purely elastic and a thermal strain component the introduced material model includes
two visco-elastic components described by Kelvin—Voigt elements, each representing a linear visco-elastic
behaviour with characteristic relaxation times t}° and 3°, respectively. Since rubber material is well de-
scribed by an almost incompressible behaviour the assumption of a purely deviatoric visco-elastic deforma-
tion is reasonable. Thus, the visco-elastic strain rates for each Kelvin—Voigt element are driven by the stress
deviator s° = 24¢° and are determined by the evolution laws

ével — : (se _ 2'uve:1evel)7 (31)
’/’VC
évez — (se _ Z'uvezevez). (32)
nvez
These equations can be simplified which yields
e’ = Blee — Bzevel, (33)
&' = Bye® — Bye'® (34)
with the abbreviations
e vey e vey
B =22 =2t g 2K g =2 (35)
nVel ’/IVel \) nVez
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Note, that it is necessary to extend these evolution equations by so-called pseudoplastic contributions if the
material parameters 1, p*® and p*® are changing during the process, see Section 3.5 and Section 3.6 for
details. This is obvious happening in the case of the vulcanization process.

3.4. Visco-plastic response

In addition to the already introduced instantaneous elastic and rate dependent visco-elastic properties,
rubber material also depicts plastic behaviour under certain conditions. From a molecular point of view,
plastic effects usually occur if polymer chains that have been stretched are able to reorganize within the
polymer structure and, thus, can generate a new state with reduced mechanical stresses. This is possible
when no or only few cross-links exist and is of importance especially in the uncured state. Plastic deforma-
tion is intentionally used in the molding process in order to give the product the desired shape. Since the
reorganization of the polymers is a time dependent process, plasticity will be described in this work by a
visco-plastic flow rule. During the curing process the increasing number of cross-links will more and more
reduce the ability of polymer chains to reorganize. Finally, plastic flow is completely stopped and the mate-
rial can be considered to be elastic in the cured state.

In this work a von-Mises yield criterion based on the second invariant of the stress deviator defines the
elastic state, see e.g. Simo and Hughes (1998)

D(s) =, =k <0 (36)
: 1
with J, = Ese 2 5. (37)

Here, the parameter kg is the yield limit determined by a pure shear test. Since the material’s ability to un-
dergo plastic deformation is restricted to nearly uncured rubber the yield limit k; depends on the degree of
cross-linking {. For high degress of cross-linking above the gel point the yield limit k¢ must reach very high
values in order to prevent plastic flow completely.

In the case of yielding, i.e. if &(s°) > 0, the visco-plastic flow rate ¢'? is defined by the associated flow
rule

e® = )Ps. (38)
The parameter AP is determined from
0 if \/‘]_2 < kf7

AP = , (39)
s (1= 45) if VT2 > ke

3.5. Pseudo-plastic strains

Unless the model is extended by some additional effects the application of the constitutive model intro-
duced above for the analysis of the curing process can yield unreasonable results. This is due to the fact that
the constitutive model will require that some material parameters, e.g. the elastic shear modulus 4, are
depending on the degree of cross-linking {. For a consistent constitutive model which is in accordance with
thermodynamical restrictions it is necessary to introduce additional inelastic strain components which are
changing the stress-free state of the material. The necessity to introduce these strains, in this context called
pseudo-plastic strains, becomes obvious when looking at the situation depicted in Fig. 6.

Here we consider an only slightly cross-linked rubber sample ({y < 1) like shown in Fig. 6a which is as-
sumed to be free of stresses and strains in the initial state. For simplicity, visco-elastic and plastic effects will
be neglected in this simple experiment. Therefore, the instantaneous stress response after uniaxial loading of



M. André, P. Wriggers | International Journal of Solids and Structures 42 (2005) 4758-4778 4767
(a) (b) (c)

\5 EERREI T
\ >§§\

A AR AR R AR VTV ISNVYEY ViV yvyyeyeyy
cross-links

Fig. 6. Residual strains due to cross-linking.

the sample (Fig. 6b) is assumed to be linear elastic according to Eq. (29). Under the condition of incom-

pressibility the stress in loading direction is simply given by
u
oo = Eg%‘) = 34 €. (40)

Since material properties are changing during the process of cross-linking, the elastic shear modulus y°
will be a function of temperature @ and of the state of cross-linking {

K= 1u(8,0). “h)

During vulcanization an increasing number of cross-links ({; > (o) at assumed isothermal conditions
(O = Oy = 0,) will clearly yield an increase in the elastic shear modulus Treloar (1975)

1 = 1u(0,8) > 1y = fu(0, ). (42)
This increase in the shear modulus would cause an increase in the stress response
o1 =3u] € > a9 =3y €, (43)

even when no further deformation is applied (e° = € = ). This is clearly not reasonable, since the in-
creased stored strain energy would violate thermodynamic principles. In Adolf et al. (1998) a visco-elastic
approach in conjunction with a convolution integral is used to overcome this problem.

The mentioned effect can also be avoided by introducing additional inelastic strains €. Assuming line-
arized kinematics, the total strain is additively split into an elastic part that determines the elastic stresses
and an inelastic part that needs to be determined in agreement with the above considerations

€ =€+ €. (44)
A reasonable assumption is that a change in the state of curing {, may change the material’s shear mod-
ulus 4, but must not change the stress response . This yields the requirement
do
oC
In this paper the stress ¢ is assumed to depend linearly on the elastic part of the strain € according to Eq.
(40)

0. (45)

o = 3u°€. (46)
Then Eq. (45) can be written as

Oa ou® O¢*

g9 _ ey 09 2. 4

=3 ) = @

Since the total strain e does not depend on the state of cross-linking {, applying Eq. (44) to the second term
in the brackets of Eq. (47) yields
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out . . Oe L0t
~—
=0
and an evolution law for the inelastic strains ¢ can be derived
€™ Ou €
T )

This evolution law can easily be generalized to a spatial description and the evolution law for the pseudo-
plastic strain tensor is

éin,e — B7€e (50)
with the abbreviation
o {
B = = 51
TR e (51)

The visco-elastic parts of the introduced material model need to be extended by pseudo-plastic strain parts,
following just the same arguments and derivations. Thus, Eqgs. (33) and (34) have to be replaced by

oVl — Blee —Bzevel _ einver (52)

)

o' = B3ee o B4eve2 _ éin,veZ. (53)
The corresponding evolution laws are

éinAve] —_ Bsevel7 (54)

éin,vez _ Béevez (55)
with the abbreviations

o ¢ o ¢
Bs = ——, Bg= 56
5 aC 'uvel ) 6 aC ’uvez ( )
and finally all pseudo-plastic strain parts can be summarized as

el — pinver + onve =+ eine. (57)

3.6. Dependence on temperature and state of cross-linking

The introduced material model contains the parameters
’ue, MVCI’ HVCQ7 ’/IVCI’ nvez, 7’]Vp,kf. (58)

So far, all constitutive equations and their parameters have been considered for isothermal conditions
(® = const.) and at a constant state of cross-linking ({ = const.). A realistic description of the vulcanization
process needs to consider the dependence of the mechanical properties on temperature and state of cross-
linking.

The following functions describing these dependencies are defined on an empirical basis which is backed
up by experiments, see Section 4.

The elastic parameters in terms of the shear moduli show the following dependence on the temperature
O and the state of vulcanization (



M. André, P. Wriggers | International Journal of Solids and Structures 42 (2005) 4758-4778 4769

1= (p1 + P 0/1(O), (59)
W= piokt, (60)
1 = (ps + pal)its, (61)
with
f1(@) = (ps — ©)". (62)
The viscous parameters obey the relations
n't = p;f1(0), (63)
' = psi'®, (64)
N’ = ppi (65)
and the relaxation times of the visco-elastic elements are given by
ve ”Vel J40
Ve — — S 66
e pio(py + p2d) (66)
o, _ M7
Ve — s = ps. (67)
Finally, the yield value of the visco-plastic element is defined by
ke = —pglog (1 = 0)£2(0), (68)
with
O
H(O) = 69
(0) =5 (69)

which depends on temperature and vulcanization state.
In order to guarantee positive elastic moduli and thermodynamical reasonable results, all constants
p; are assumed to be positive

p;>0, i=1,...,12 (70)
and the following restriction applies to the constants p; and pg

All constants p; need to be identified by suitable experimental results that cover the relevant temperature
range and material effects in the uncured as well as in the cured state.

4. Experimental results and parameter identification

In this section we describe the experiments that are needed to determine all constitutive parameters intro-
duced so far for the chemo-thermo-mechanical material equations. Due to the complexity of the experi-
ments involving the curing process in dependency on temperature and mechanical state we targeted to
use only a minimal number of different experimental setups. This is the vulkameter test equipment,
see e.g. Haupt and Olt (1989), which is commonly applied in rubber industry and a special uniaxial com-
pression test. With these two experimental setups it is possible to determine all constitutive parameters by
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running an appropriate set of tests at different temperatures and curing states. An EPDM rubber com-
pound has been used in order to demonstrate the experiments and the procedure of parameter
identification.

4.1. Procedure of parameter identification

The goal of a parameter identification is to choose the free parameters of a given constitutive model in
such a way that the response of the model is representing the real material as good as possible. For some
simple material models with very few parameters this can often be done by a manual evaluation of the
experimental data. But if the material model is more complex and, thus, the number of parameters that
have to be determined from experiments increases, an automated procedure is necessary. An easy-to-use
and comfortable method for such purposes are genetic algorithms. The basic idea and the use of the genetic
algorithm that has been used in this work is explained in this section. For an overview also see references
Davis (1991) and Yeo and Agyei (1998).

The complete experimental data that will be used for the parameter identification is arranged in #; sets of
data, where each set represents one test. One set k (k= 1, ..., ny) contains the load function G¥(7) that is
applied to the specimen (e.g. a displacement function) and the measured response F*(¢) (e.g. a reaction
force). Additional boundary and testing conditions with influence on the material response, e.g. tempera-
ture, are summarized in a vector p* = (pf, p,...) for each test k. These parameters can be used in the eval-
uation of the constitutive equation, but are no free parameters that need to be determined. Since a
computational treatment usually requires discrete values the continuous load functions G¥(7) and the re-
sponse function F*(f) will be stored as a series of m + 1 discrete values (Nik(t,-) and F k(t,-) at times ¢;
i=0,...,m as visualized in Fig. 7.

For further treatment the free parameters of the constitutive model are arranged in a solution vector

9=q; j=1,...,n (72)
with n, components. A lower and upper bound

min

g < q; < g™ (73)
is defined for each parameter in order to limit the valid range and define an interval for the search algo-
rithm. Assuming the material parameters ¢ to be known, the response function 1*(z, ¢, p, GX) can be deter-
mined for a certain set of parameters ¢ at a given load G* and additional testing parameters p*. The

. . . ~k .~k . .
response function is stored as a series of discrete values f (#,¢,p", G) at times ¢; for each test k. Since
the constitutive model used in this work contains history dependent internal variables (e.g. the state of

to t;  tig1 tigo 1258

Fig. 7. Deviation Af, between measurement F(;) and simulated response f(t;, q).
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vulcanization) the response function is defined by differential equations that need to be solved by integra-
tion over time.

The solution of the parameter identification is obtained, if the computed response function f* and the
measured data F* are the same for all experiments:

At q,p5, G =F(t) Vkell,... n). (74)

An additional requirement is that the set of experiments used is sufficiently covering the physical effects of
the material. This yields an inverse problem

q=/"'(F.p,G) (75)
what is usually an ill-posed problem and cannot be solved directly Mahnken (1993).
Instead, a total deviation 4(gq) between experimental results and predicted response function is defined
and minimized by an appropriate algorithm. The total deviation is defined by

ne

Ag) =Y "4'(g) (76)

k=1

with the contributions 4" from each test k defined by

A'(g) =S whar)? (77)
i=0
AP =F ()~ 7 (g 0', G, (78)

The weighting factors w# allow the use of time steps Az; = 1,41 — ¢, that are not constant by choosing

W= 1) (79)
k 1 k k . k

W= =), =1 (-1, (80)
k 1 k k

Wm" :E(l‘mk - tmkfl)' (81)

The weighting factors can also be used in order to emphasize certain time intervals of the experiment and,
thus, achieve a higher accuracy of the identified parameters for certain loading or boundary conditions.
A genetic algorithm is used to determine a parameter set ¢ that minimizes the deviation defined in Eq.
(76). First, an initial solution vector ¢” needs to be defined. By applying random changes to this vector ¢° a
first generation GlC =(qi,... ,qu,c) with nc parameter vectors is generated. For each solution vector q; the
deviation 4 (q;) is computed and stored. Then the np vectors with the lowest deviation are selected from the

generation G, where np < nc. Only these form the new parent generation Gll, =(ql,... 7q,llp) from which a
new child generation G2C is produced by random combination and modification of the parameter vectors in
Gp. The modification has to asure that the limits defined by (73) are not violated. Then the algorithm pro-
ceeds with a new selection, defining the next parent generation. This scheme is repeated until the deviation
has reached a defined minimum or no further improvement can be achieved. Typical numbers of parent and
child vectors used in the genetic algorithm are np = 500, nc = 3000 and between 30 and 60 generations have
to be evaluated, before the solution vector ¢ is sufficiently accurate. Such a genetic algorithm provides a
very comfortable tool for parameter identification, because it usually does not get trapped by local minima
and does not suffer from convergence problems as it might happen to gradient based algorithms.
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4.2. Cyclic vulkameter tests

The vulkameter test is a standard experiment that is commonly used for the characterization of rubber
properties during processing. The dependence of mechanical properties on the state of vulcanization is
investigated in order to measure the progress of the vulcanization process under isothermal conditions.
In this work it is also used to determine some elastic and visco-elastic parameters as a function of vulca-
nization and temperature.

The experimental setup of the vulkameter test is visualized in Fig. 8. An uncured, disc-shaped rubber
sample is inserted into the testing chamber of the vulkameter. The sample is heated at a defined temperature
;.. Since it is sufficiently small and thin, a constant and homogeneous temperature @ = @, can be assumed
after a short time. In addition, a cyclic harmonic torsion angle

o(0) = psin(on) (82)
is applied to the rubber sample. This shear deformation yields a torque response M(¢) that is measured by
the test equipment. The torque M(z) is plotted versus time ¢ which yields the dependency of M(z) on the
vulcanization state, see Fig. 9. This information can already be used to determine the vulcanization param-
eters introduced in Section 2. Details will be discussed in Section 4.2.1.

Furthermore, the simplification of the quite complex material model, introduced in Fig. 5, to a reduced
model shown in Fig. 10 allows the determination of some mechanical properties from the vulkameter test.
Visco-elastic effects with very large relaxation times can be neglected since the frequency applied to the sam-
ple in the vulkameter test is usually f* = 52 = 0.8333 s~ and, thus, only the first Kelvin—Voigt element needs
to be considered in this context. The second Kelvin—Voigt element, whose parameters will be determined
later, shows typical relaxation times of %> > 400 s, so that the assumption made above holds and the tor-
que response can be described by

M(t) = M (t) sin (ot + 3(1)). (83)
Here, M () denotes the amplitude of the cyclic torque M(¢), w is the angular frequency of the torsional load
and J(¢) is the phase angle between torsion and torque. Note that also plastic and pseudo-plastic effects do
not need to be considered in this experiment, since the integral of such inelastic effects will vanish after com-
pletion of one cycle and the variations within one cycle will be sufficiently small.

(b)

Fig. 8. (a) Vulkameter test equipment and (b) geometry of sample.
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Fig. 9. Torque measurement during vulkameter test.
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Fig. 10. Simplified rheologic model.

This model allows the analytical determination of the torque value from the material parameters u°, u*,
n'® on the basis of the fundamental St. Venant theory of torsion. This yields the torque response

el
M) =52 o) (84)
with the torsional moment of inertia of a disc-shaped structure
nd*
It = EVR (85)

Eq. (26) applied to the simplified material model requires a split of the torsional deformation into an
elastic part ¢° and a visco-elastic part ¢*' according to

P(1) = ¢°(1) + ™' (1) (86)
and the torque then is determined by

M(t) = M (t)sin(wt) + M (£) cos(wr) (87)
with

Wt
h

M (1) =""(p—C1)
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A Kk e[
o wir

t) =— C,.
(t) 5, C
The coefficients C; and C, are derived from Eq. (35)
B1 + B;)B1¢ B¢
C, = (B + By)B§ C, — 19 @ (88)

) 2 .
(Bl + Bz)z — 0)2 (Bl =+ B2>2 — 602

Hence the torque response can be split into a part M*(¢) that is in-phase to the torsional deformation
¢(t) = ¢sin(wt) and an out-of-phase part M**(¢). The phase angle (7) is usually expressed in terms of
its tangent
Mt c
tan d(¢) = A*()Z—A 2.
M (1) »—C
The standard output of the vulkameter test is the amplitude of the torque M (t) and the tangent of the
phase angle J(¢). These values will be used in the following for the identification of material parameters.

(89)

4.2.1. Curing parameters R

In a first step only the amplitude of the moment M (¢) will be used to determine the kinetics of the vul-
canization process. According to Egs. (59) and (62) the elastic shear modulus 1 depends on the state of
cross-linking { and the temperature @. When assuming constant and homogeneous temperatures
® = O, within the sample the torque response M () can be approximated for small phase angles d(¢) by

1y =00 (90)
= (b + Pl (O 0 o1)
= Mmin + ([‘/\[max - Mmin)g(t)~ (92)

R The values of M min and M max can be directly determined for each test result. Several measurements of
M (t) performed at different temperatures @, allow the determination of the curing parameters ky, k», k3,
k4, o and f which are used in Egs. (22) and (23) of the vulcanization model. Fig. 11 shows the results
of this analytical approach in conjunction with the identified parameters compared to the measured
vulkameter test data. The identification has been done by using heating temperatures in the range of
©,=140°C, ..., 220 °C. Since the transient thermal conduction process causes temperature inhomogene-
ities at the beginning of the measurement which are neglected in this simplified analytic approach, there are
some deviations visible at the beginning of the 140 °C-curve.

0.8 T T T T

ki = 0:8001.10%s™
C o] k, = 0:5757. 10K

06 |

B ks = 0:1277.10°s
£

g ks = 0:1006 . 10°K
2 o4l "~
s o = 0:3468. 10

2 Simulaton data - B = 1:299

0 200 400 600 800 1000
Time t [s]

Fig. 11. Result of identification of curing parameters.
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o . . . .
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Fig. 12. Identification of the visco-elastic constitutive parameters.

4.2.2. Visco-elastic parameters

Besides the determination of the curing parameters, the vulkameter test also allows the identification of
visco-elastic material properties. The simplified rheological model described by Eqgs. (87) and (89) can be
compared to the measured torque response of the vulkameter. Now the in-phase part M *(t) and the phase
angle J(7) of the experimental data are used to determine the parameters py, p», ps, P9, P10 and p;;. Within
this identification the previously determined kinetics of the curing process are already used. Fig. 12 shows
the results of this approach in comparison to the measured vulkameter data.

4.3. Uniaxial compression tests

The vulkameter test is suitable to characterize short-term visco-elastic effects with a characteristic time
constant 7 being in the same order as the period 7 = 2% of a torsion cycle. If viscous effects with a
much higher viscosity are of interest, other experimental setups are needed. For this purpose a uniaxial
compression test as shown in Fig. 13 is used. Cylindrical rubber samples are cured until a defined state
of cross-linking is reached. The compression is applied according to a displacement function u(¢) as defined
in Fig. 14 and the force response F(¢) is measured. Here it should be noted that it is not always possible to
apply a tension to such a sample, since uncured samples usually cannot be fixed properly. After a certain
time during which the force has continuously decreased, the sample is unloaded and stored for a suffi-
ciently long time. Then the residual deformation u;, is measured and used to determine the inelastic defor-
mation €'P.

Because of the fixed boundary conditions at the upper and lower side of the specimen the deformation
field e(x,?) and the stress field 6(x,#) are not homogeneous. In order to achieve an easy-to-handle, uniaxial

F
|

C
Jilie
|

Fig. 13. Uniaxial compression test.

%”L”,,
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Fig. 14. (a) Applied displacement u(¢) and (b) measured force F(¢) of compression test.

approach for the parameter identification, the stresses and strains are needed to be averaged. The averaged
uniaxial strains €(¢) are defined by

e(t) = —u(t) /1y (93)

and the averaged uniaxial stress G(¢) is approximated by the approach

o) = e FY (94)

na?’
where the function

C(e) = ¢ € (95)
covers all effects resulting from the inhomogeneities and the nonlinear kinematics. The elastic material
properties are assumed to be linear within the investigated strain range. The quality of this correction ap-
proach is shown in Fig. 15, where the corrected analytical force response of a linear-elastic material is com-
pared to a three-dimensional finite-element simulation. From this comparison the parameters in the
correction function are determined by ¢; = 3.1 and ¢, = 1.3.

With this approach the stress response of the uniaxial compression test can be described by the following
equations that cover all the effects of the introduced material model

E=€ €+ 4 €P, (96)
0= E°€, (97)
€ = Be — By, (98)

250 T T T T T T
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Fig. 15. (a) Comparison of 3D Finite Element simulation and correction for uniaxial approach and (b) FE mesh of sample under
compression.
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vey _ _
= B3€® — B4e’®,

1
:ﬁ«j’—af),

©=2(1 + v = 3,

o =V 3k;.

These equations can easily be integrated by an explicit time integration scheme. The stress response G(z)
then can be compared to the measured forces F(¢) by use of the correction described above. Additionally,
the residual (plastic) deformation at the end of the experiment is used for the parameter identification. This
allows to determine the parameters ps, p4, ps, Ps, P7 and pi, of the material model. All other parameters
have already been determined from the previously described experiments and can be used in Egs. (97)-
(102).

Fig. 16(a)—(c) shows the results of this approach and the parameter identification in comparison to the
measured uniaxial compression data. One can observe that the predicted data do match the experimental

curves very well.
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Fig. 16. Experimental data and results of material model at:
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5. Conclusion

In this paper we have developed a constitutive model for the coupled chemo-thermo-mechanical process
of vulcanization. This material model can be applied to predict the vulcanization time and the associated
state as well as the mechanical response (deformations and residual stresses) within a rubber part. For these
the governing field equations and the evolution equations which are highly nonlinear have to be solved
using a numerical method. In this connection the authors have developed a finite element scheme which
is reported in another paper.

Future work in this area has to include large strain effects to make the developed constitutive equation
applicable to a broader range of industrial problems in the area of forming rubber parts.
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