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Abstract: Based on electron backscattered diffraction (EBSD) and grain growth model of thin film materials, grain sizes and growth
thermo-kinetics were investigated during annealing with different heating rates in high-voltage anode aluminum foil. Results show
that the grain growth exponent n=4, activation energy Q,=129 kJ/mol and rate constant K=1.28x10%m"s" are calculated by the
typical isothermal grain growth equation. Based on grain growth model of thin film materials and energy anisotropy, the reasons for
the rapid growth of (001) oriented grains are well explained, and a typical 40°<111> misorientation relationship with S-grains is found.
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In scientific research, the grain sizes and growth thermo-
kinetics play an important role in revealing the microstructures
evolution during annealing process of metallic materials". In
particular, the cube grain growth and its size evolution in high-
voltage anode aluminum foil®”, and the capacitance of the
electrolytic capacitor depend on the surface of the aluminum
foil. Therefore, understanding and regulating the deve-
lopment of the microstructures and textures of aluminum foil
will help to control and eventually improve the capacitance
and properties of high-voltage anode aluminum foil.

High-level cold rolling of aluminum foil always undergoes
final annealing and obtains large-sized cube component'®*'",
However, the abnormal grain growth behavior is obviously
and commonly observed in annealing foil. The cube texture
plays a significant role and acts as a typical recrystallization
texture to control the microstructures of aluminum foil, which
seriously affects the capacitance of the electrolytic capacitor;
based on the influence of cube texture on qualities of
aluminum foil, the evolution of microstructures and textures
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are investigated in rapid annealing process with different
heating rates. In the previous studies, influence of heating rate
on the initiation of primary recrystallization in a deformed Al-
Mg alloy was studied by Attallah™’ who suggested the
recrystallization behavior at different heating rates. Ferry et
al'” studied the influence of rapid heating rate on
recrystallization nucleation and final grain size in particle-
containing aluminum alloys. However, the effect of different
heating rates on cube texture and abnormal grain growth
during rapid annealing in high-voltage anode aluminum foil
was rarely reported.

It is the goal of the present study to investigate the effect of
heating rates on abnormal grain growth behavior. Analysis
was conducted on the details of growth thermo-kinetics in
high-voltage anode aluminum foil during rapid annealing. It is
based on the grain growth model of thin film materials and
energy anisotropy to calculate activation energy and grain
growth rates. The cube texture in high purity aluminum foils
was examined, which were produced with a high degree of
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cold reduction (without inter-annealing) and a proper finishing
temperature. The evolution of (001) oriented grains or cube
texture, grain size during rapid annealing of the cold rolled
foils were tracked by investigations of microstructures and
crystallographic textures.

1 Experiment

High purity aluminum sheet was subjected to a high level
of cold rolling to 0.11 mm with a 99% reduction and more
than 20 passes without inter-annealing. The final thickness of
0.11 mm aluminum foil was considered as a thin film and was
used for further analysis. Subsequently, the cold reduction of
99% high purity aluminum foil was annealed at different peak
temperatures from 400 °C to 500 °C, and the temperature
rising from room temperature to peak temperature in this
annealing process was controlled by different heating rates.
The samples were heated to the target temperatures, and then
rapidly cooled in water to room temperature. The detailed
schematic of cold rolling and annealing process is plotted in
Fig.1.

The microstructures and textures were characterized by the
optical microscopy (using by polarized light) and EBSD
(HKL/Channel 5) technique. For the thin aluminum foil areas
of 450 umx550 pm, they were scanned by steps of 0.8 pum, so
the maps were composed of some 300 000 data points. The
results of microstructures, orientation topographies, grain
sizes, etc will be analyzed and discussed in Section 2 and
Section 3.

2 Results

2.1 Abnormal growth behavior

Abnormal growth behavior™")

is obviously observed in
high-level cold rolling and subsequent annealing in air
furnace. After the annealing, in order to reveal the grain
structure, the samples were etched in a solution of 50 mL HF,
47 mL HNO; and 3 mL HF for 1~3 min. The microstructures
of high purity aluminum foil after etching are shown in Fig.2,
which shows that large recrystallization grains (RX grain)

form after annealing at 500 °C for 20 and 600 s. Apart from
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these large recrystallization grains, there are still some sub-
grains in Fig.2a, and the mean grain size is 200~400 um, the
average size of 300~500 grains is checked by optical
microscopy image analyzing and polarization contrast.
However, it obtains a fully recrystallized structure without a
deformed matrix when the annealing time rises to 600 s
(Fig.2b), and the most important feature of grain growth in
this rapid annealing process is changed from normal grain
growth to abnormal grain growth, and the individual abnormal
grain size approximates to millimeter-size.
2.2 Microstructure development during annealing
Completely different microstructures are generated in
samples when heated in Gleeble-1500 thermal cycling to the
peak temperature (500 °C) with different heating rates (Fig.3).
Annealing over the range of heating rates (up to 50 °C/s) is
studied, and the microstructures are obtained by carefully
using electrolytic polishing and anodic coating and polarized
light of the Axiovert 40MAT optical microscopy. Fig. 3
exhibits an obvious variation of grain structures and grain
sizes with changing the heating rates. When the heating rates
increase from 0.5 °C/s to 10 °C/s, a 100% fraction of fully
recrystallized grain structures are obtained, as shown in
Fig.3a~3d. However, at a higher heating rate of 25 °C/s, the
sample shows a small fraction of recrystallized grains (5%~
10%) within the deformed structures as shown in Fig. 3e.
When the heating rate is up to 50 °C/s, the recrystallization
does not appear but some small recrystallization nuclei come
into being, which indicates that the microstructure is a
complete recovery structure (Fig. 3f). The effect of heating
rates on recrystallized volume fractions and grain sizes has
been studied in previous work!""'"". The heating rate is an
important factor in controlling the annealing process, which is
used to control the cube texture and other component in high-
voltage anode aluminum foil, and to improve the surface
quality of aluminum foil.

3 Discussion
3.1 Grain size calculation

The grain sizes and their growth rates are of great practical
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Fig.2 Microstructures of high purity aluminum foil after acid
etching during rapid annealing at 500 °C for 20 s (a) and 600
s (b)

significance in metal materials. However, the modifications of
a classical model of grain growth during isothermal heating
was proposed by Murty"”, and typical isothermal grain
growth equation of metal materials is drawn as follows:

D"~ D," = Ktexp( ~ O,/RT) (1

where D and D, denote the initial and final grain sizes,
respectively; T and ¢ are annealing temperature and time,
respectively; n, K, and (, represent the grain growth
exponent, rate constant, and activation energy, respectively; R
is the gas constant.

In order to analyze the isothermal heating process, both
sides of Eq. (1) are differentiated to study grain growth
kinetics:

d(D") =K (exp( - O,/RT))dt @)

Eq.(2) represents the increment of grain growth in a short
time or a short period of temperature range. Assuming that the
heating rate v=d7/d¢, and substituting it into Eq.(2), we get the
isothermal grain growth equation:

D'~ D, = gj:exp(—Qg/RT)dT 3)

where T, and T, denote the recrystallization start temperature
and peak temperature, and the calculation accuracy of grain
sizes prediction will be improved by Eq.(3).

For a constant heating rate, v=d7/d¢, Eq.(3) is integrated by
Bourell et al*” to obtain an expression for D in terms of an
infinite series in the variable exp(-Q/RT). As suggested by
Bourell, for 7, >>T,, where T and 7, are the initial and peak
temperature, respectively, this series can be truncated to the
following form without the introduction of substantial errors:

Eq.(4) suggests that it can calculate the parameters of » and
0, during recrystallization. And v(D"-D,") is a constant when
T, and T, are the same in annealing. Therefore, n is calculated
as follows:

. ln(vz/v]) )

1n[(Dﬂ - D,)/(Ds - Do)]
In our experiments, v,=10 °C/s, v,=25 °C/s, D;=10 um, 7,,=
400 °C, T,=500 °C, D,=78 um, D,=65 um; thus we get n=
3.8, which approaches the value of 4 and is proposed by

Humphreys et al”'; in order to calculate conveniently, we

Fig.3 Microstructures heated from room temperature to 500 °C at various heating rates: (a) 0.5 °C/s, (b) 1.0 °C/s, (c) 5.0 °C/s, (d) 10 °CIs,

(€) 25 °C/s, and () 50 °C/s
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assume n=4. Using the geometric relationship, and selecting
D,, D,for fixed values of final grain size D, Eq.(4) can be
applied to estimate Q,. In order to simplify the estimation, the
exponential term in 7, can be neglected. For typical activation
energies, this corresponds generally to 7.>7; +200. In these
cases, Eq.(4) becomes:

D, V) Ty
Rinln—+In— - 2ln—
D, Vi Ty

0, VT )T, ©)

As known from experimental data including D =185 um, D,
=61 um, v= 10 °C/s, v,=25 °C/s, T,=773 K, T,,=673 K, R=
8.314 J-mol 'K, n=4, we can calculate parameters of 0,=129
kJ/mol and K=1.28x10* m*-s™".

The grain sizes of annealing are obtained by the calculated
values of material constants (n=4, 0, =129 kJ/mol, and K=
1.28x10®* m*s™) combined with Eq.(1). A series of calculated
grain sizes and variation tendency at the annealing peak
temperatures (400 and 500 ° C) are plotted in Fig.4, which
indicates that there are some errors between calculated values

and experimental data, the deviation of grain sizes is relatively
small when the heating rates increase to 10 ° C/s. While
heating rate is beyond 10 °C/s, the deviation of grain sizes is
relatively large between calculated values and experimental
data; this is because a higher heating rate does not provide
sufficient time for these deformed structure to transform into
recrystallized grain. Therefore, in this case, it consists of
deformed grains and recrystallized grains, which affect the
measurement of grain sizes. Actually, the calculated values of
grain size D acts as a function of heating rate v and 7, which
foundation in industrial

provides a certain theoretical

application, so it will obtain a grain size quickly for practical
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Fig.4 Mean grain size of calculated and experimental value with
different heating rates at 7' p=400 °C(a)and T p=500 °C (b)

production without some experiments, which saves the cost in
a certain extent.
3.2 Thermo-kinetics analysis of grain growth

Aluminum foil is considered as a thin foil with columnar
grains which are distributed along the thickness direction
(<001>//ND). And the detailed model is shown in Fig.5. It is a
model of demonstrated thin film which is deposited on a
substrate. The effect of energy anisotropy™ on abnormal
grain growth is studied, and a new development of this model
for thin aluminum foil is conducted in present experiment.

Therefore, it is assumed that L is thin foil thickness, R is
mean grain size, y,, 7,7, are average surface energy density,

energy density and strain energy density,
respectively, R, is abnormal grain size.

So before the abnormal grain growth, P, is the total energy

interface

density of this area.
nR, 2y, + aRy; + tR,* Ly, + 2nR, LN, Ay Vs

P =
: nR,L

(M

While this area transforms into an abnormal grain, the total
energy density of this area becomes P,.
Ry, + mR,y; + wR, Ly, + 21R, Lygy
nR,>L

P, = ®
where N, is the number of normal grains per unit volume, A,
is the average grain boundary area in a single normal grain.
Therefore, the energy density variation is:

AP =P, - P,

Ays Ay 2y 9
A Ay, + RGB ~ N,AcYes ©)

a

The normal columnar grain shape is considered as a regular
hexagonal prism, so the N, 4, can be written:

n 3V3R,L (10)
6R,L
AGB = = 3RnL
2
Eq.(9) can be deduced:
Ay, Ay, 2y 1.15ygs
=— — — + -
AP 7 7 Ay, R, R, (11)
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Fig.5 Model of abnormal grain growth under controlled energy

anisotropy in thin film
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Before the abnormal grain is impeded or piled up, grain
dR 0, ) , ( Ay, Ay,
L

“=-M(T)- AP = D - +
= = 2rP| " %r
Eq.(12) suggests that the grain growth rate depends on two

+
RT Ay,

dt L

determinants. Kinetics is the activity of the grain boundary
(i.e., dynamics condition). Thermodynamics is a driving force
of grain boundary migration (i.e., thermodynamic conditions).
In our present study, the thin aluminum foil is a free film, so
Ay, = Ay, Ay, = 0, Eq.(12) is conducted as:
dr, 2Ay,  1A5yqs 296
a MO TR R

n a

(13)

Eq. (13) indicates three aspects of driving force for grain
growth. The first one is energy anisotropy (surface energy,
grain boundary energy), which acts as a driving force for
abnormal grain growth; the second one is a driving force
which is generated as the normal grain boundary areas dec-
rease; the third one is the generated resistance which is accom-
panied with the abnormal grain boundary areas increasing.

In order to investigate energy anisotropy which acts as a
driving force for abnormal grain growth, the samples are
subjected to rapid annealing at 500 °C for 10 and 60 s, and
(001) oriented grains are analyzed in Fig.6.

3.3 Analysis of (001) oriented grain

Typical development of grain structure after peak

temperature (500 °C) annealing for 10 s is shown in Fig. 6.
These selected 12 red grains are (001) oriented grains ),
which have preferential and rapid growth within the main
(111) oriented matrix (blue area or grains, shown in Fig. 6a),
and some individual grains rapidly grow and develop into
recrystallized grains. However, the abnormal grain growth
behavior (Fig.6b) appears while the annealing time is up to 60
s. Specifically, a large scale grain size is beyond 110 um
(thickness of aluminum foil), these grains grow more quickly
than other neighboring grains, and these fully recrystallized
grains deviate from the equilibrium position compared with
the position in ideal {111} pole figure.

In fce systems, a 30°~40° <111> misorientation relationship

1157

growth rate of this abnormal grain in thin foil is written as:

_ 2yes
R

n a

R (12)

is often attributed to the high growth rate. And in fact, the
cube orientation ({001} <100>) has a misorientation
relationship with S-component ({123} <634>) of the
deformation texture. In order to explore the orientation
relationship between cube and S-texture, we select the
independent oriented grains during annealing at 500 °C for 60
s, and the {111} pole figure exhibits the typical 40° <111>
misorientation relationship between cube and S-texture
(Fig. 7). However, cube grains have the best chance of
growing, because this particular orientation makes the best
“compromise” toward meeting the 40° <111> misorientation
relationship with S-component, which has been argued by
Eddahbi et al**. This result well explains why the cube grains
have a high growth rate (Fig. 6, corresponding to (001)
oriented grains) during rapid annealing after high-level cold
reductions.

3.4 (001) oriented grain growth rate

In fact, the new essentially perfect recrystallization nuclei
develop and grow at the expense of deformed matrix via the
migration of recrystallization grain boundaries. The migration
rate V is usually expressed as follows:

V=M(T)- AP (14)

M(T)—Moexp( —g;) (15)

According to Eq.(15), by adopting the constant M,=7.8x10”

[25]

m-s'-Pa’ in previous study of Rahman™' in high purity
aluminum and calculated values of Q=129 klJ/mol in the
above discussion, the calculated value of grain boundaries
mobility M acts as a function of temperature 7, which is
shown in Table 1. The grain boundaries mobility M is 1.49x
10" m-s"-Pa™at 500 °C.

The section of thermo-kinetics analysis of grain growth
indicates that energy anisotropy (surface energy,

boundary energy) acts as a driving force™****

grain
1 for abnormal

T =500°C

0

Fig.6

Rapid annealing

{111} pole figure (a) and orientation imaging microscopy analysis (b) of selected grains during rapid annealing
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Fig.7 Misorientation relationship of 40°<111> between cube and S-
component annealed at 500 ° C for 60 s (a) and cube

component transformed from 10 s to 60 s (b)

Table 1 Calculated value of grain boundary mobility M as a

function of temperature 7

Temperature/°C 350 400 450 500
M/m-s"-Pa’ 1.19x107"7  7.61x10"7  3.73x10™¢  1.49x10™"

grain growth, and if we combine it with Fig. 6, we can
conclude that the (001) oriented grains have the advantage of
higher growth rate than other deformed grain, and these (001)
oriented grains have been identified as cube component.
Therefore, grain growth rate V, is expressed as follows:

287 001) n 1.15yqs 27’613)

L R R (16)

Ve =M(T)- ( ) )
Based on Eq. (16), the effect of parameters or edge
conditions on grain growth rate (¥,,) during annealing process
is discussed. Therefore, two aspects are shown.
(1) In the initial stage of abnormal grain growth, R~R , V,,
is expressed as follows:

20700y 0.8575 )

I R 17)

V=M (T) - (
(2) In the later stage of the abnormal grain growth, its size
is much bigger than the surrounding normal grain size, R, >>

R, V,, is expressed as follows:

2Ay<001) 1.15y4s
——r + - -
7 R (18)

Ve=M(T)- (

However, we assume that the surface energy anisotropy is
considered as the only driving force for abnormal grain
growth, and it is the typical mechanism of surface energy
inducing abnormal grain growth in thin aluminum foil. In fcc
systems, in general, the (111) has a minimum surface energy.
Therefore, while any crystal-planes (%kl) act as a surface, we
can roughly estimate the surface energy of these crystal-planes
(hkl) by calculating the included angle between any crystal-
plane (4kl) and (111). In this experiment, the included angle is
0=54.74° between (001) and (111), and Zhang™® has calcu-
lated that y,,,, =898 mJ/m’, y,,, =619 mJ/m’ in aluminum. So
based on Eq.(16) and ignoring the grain boundary energy y,
the grain growth rates V,, are calculated and shown in Table 2.
It is obvious that the grain growth rate V,=2.43x10? um-s" at

Table2 Calculated value of grain growth rate V as a function

of temperature 7

Temperature/°C 350 400 450 500
1.94x10*  1.24x10°  6.09x10°  2.43x107

=
V%/um s

the temperature of 500 ° C, and this grain growth rate is
relatively higher in thin aluminum foil than in bulk materials
during rapid annealing at 500 °C. Therefore, it well explains
the cause for quick growth of (001) oriented grains.

4 Conclusions

1) The grain sizes can be effectively predicted by typical
isothermal grain growth equations, and the values of material
constants can also be calculated (n=4, 0,=129 kJ/mol, and K=
1.28x10° m*s"). The
aluminum foils during rapid annealing are in good agreement
with experimental results.

2) Based on energy anisotropy, the model of abnormal grain

investigated high-voltage anode

growth in thin aluminum foil is established, which analyzes
the growth thermo-kinetics during rapid annealing at the
temperature of 500 °C.

3) The (001) oriented grains have higher growth rate than
other deformed grains, because the cube grains of (001)
orientation meet the typical 40° <I111> misorientation
relationship with S-grains. And while the crystal-plane (001)
is considered as a surface, the grain growth rate V,, is
calculated as 2.43x10” um/s at 500 °C.
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