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Abstract

Ultrafine structured metal matrix nanocomposites (MMNCs) have received much
attention due to their attractive engineering applications and scientific interest. On the
engineering aspect, ultrafine structured MMNCs have a higher room temperature
strength and better high temperature performance due to grain boundary strengthening,
nanoparticle strengthening and Zener pinning effects compared to their metal matrices.
On the scientific aspect, there is the question of whether the linear superposition of
basic strengthening mechanisms, which is applicable to conventional
precipitation-hardened alloys, is still valid in evaluating the strength of ultrafine
structured MMNCs. In general, there might be a synergistic effect among different
strengthening mechanisms when the grain sizes of matrices of MMNCs are reduced
down to the submicrometer range. In this thesis, a model system of Cu-5vol.%Al,05
was selected to study with the aim of deepening and reinforcing the understanding of
the microstructure/property relationship and contributions of various strengthening

mechanisms to the overall strength of ultrafine structured MMNCs.

Nanostructured Cu-5vol.%Al,03; nanocomposite powder particles were produced by
high energy mechanical milling (HEMM) of a powder mixture of Cu powder and
Al,O3 nanopowder. The nanocomposite powders were then annealed at 300-600°C for
up to 5 h. The powders had a high thermal stability at temperatures up to 600°C. After
annealing at 600°C for 5 h, Cu nanograins in the microstructure of the nanocomposite
powder particles only grew slightly and the microstructure of the Cu matrix of powder
particles was still well within the nanostructure range. The activation energy for the
grain growth of the Cu nanograins was determined to be 63.4 kJ/mol, which is much
lower than that of coarse grained monolithic Cu and similar to that of nanocrystalline
monolithic Cu, and suggests the grain growth behavior is controlled by grain
boundary diffusion. The impressive thermal stability of the microstructure of the
powder particles is mainly associated with the effect of Al,O3; nanoparticles on the
grain growth through inhibiting the grain boundary diffusion.



Ultrafine structured Cu-5vol.%Al,0; nanocomposite samples were synthesized by
powder compact extrusion at 750 and 900°C, and their microstructures and tensile
properties were characterized. The microstructural characterization showed that there
is no significant difference in the mean Cu grain sizes for both samples but the sample
extruded at 900°C has far less Al,Os; nanoparticles in comparison to the sample
extruded at 750°C. The tensile testing results exhibited that the 900°C extruded
sample has a larger strength and higher ductility at fracture as compared to those of
the 750°C extruded sample. This shows that the dissolution of Al,O3 nanoparticles in
the Cu matrix takes place when the powder compact is heated and extruded at 900°C,
and the dissolution of the Al,O; nanoparticles leads to superior tensile properties of

the sample extruded at 900°C.

Further ultrafine structured Cu-5vol.%Al,0; nanocomposite samples were prepared
by extrusion of powder compacts of nanostructured Cu-5vol.%Al,03; nanocomposite
powder at temperatures ranging from 300 to 900°C. The experimental results showed
that Cu grains and the sizes and volume fractions of Al,O3; nanoparticles of bulk
ultrafine structured Cu-5vol.%Al,0; nanocomposite samples increased with the
increase of the extrusion temperature. The average sizes of Cu grains and Al,O3
nanoparticles and the volume fraction of Al,O3 nanoparticles of the extruded samples
increased from 132 nm, 43 nm and 0.75% to 263 nm, 100 nm and 4%, respectively, as
the extrusion temperature increased from 300 to 900°C. The increases in the sizes and
volume fraction of the Al,Os; nanoparticles with the increase of the extrusion
temperature were caused by the precipitation of Al,O3 nanoparticles during extrusion.
The samples extruded at 400°C or lower fractured prematurely without yielding, while
the samples extruded at T>500°C fractured after yielding. The yield strengths and
ultimate tensile strengths of such materials changed only slightly with the increase of
the extrusion temperature and had values in the range 466-517 and 546-564 MPa.
However, the tensile ductility of the extruded samples was proportional to the
extrusion temperature and increased from 0.76 to 5.82% with increasing the extrusion

temperature from 500 to 900°C. The slight decrease of yield strength and significant



increase of the ductility of the consolidated sample with increasing extrusion
temperature suggests that the level of interparticle atomic bonding in the consolidated
samples increases with increased extrusion temperature. It is speculated that the
fracture of the samples extruded at T <800°C is associated with the weak bonding of
residual interparticle boundaries which have not been transformed into grain
boundaries. When the extrusion temperature T >800°C, the area of the residual
interparticle boundaries may be too small to play any major role in causing the
fracture of the consolidated sample. Analysis of the contributions of different
strengthening mechanisms demonstrates that grain boundary strengthening makes the
largest contribution to the strength of the extruded samples relative to the nanoparticle
strengthening and strain hardening and experimentally measured yield strength of the
extruded samples can be predicted appropriately by the sum of Peierls stress, grain

boundary strengthening, nanoparticle strengthening and strain hardening.

The effect of annealing on an ultrafine structured Cu-5vol.%Al,0; nanocomposite
sample made by powder compact extrusion at 900°C was investigated by annealing
for 1h at different temperatures in the range of 500-900°C. This revealed that Al,O3
nanoparticles provided excellent thermal stability to the ultrafine structured
Cu-5vol.%Al,03; nanocomposite sample. The microstructure and microhardness of the
sample remained stable up to annealing at 800°C for 1 h. High resistance of Al,O3
nanoparticles to coarsening was responsible for this high thermal stability. The
microhardness increase observed for the sample annealed at 700°C for 1 h came from
the precipitation of small Al,O3; nanoparticles. On the other hand, the sudden drop in
microhardness of the sample annealed at 900°C for 1 h was related to the coarsening

of small Al,O3 nanoparticles and grain growth of the Cu matrix.

This thesis concludes with suggestions for future work that would extend on from the

findings presented here.
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Chapter One

Introduction and Literature Review

1.1Introduction

The high energy mechanical milling (HEMM) method was invented in 1970 by John
S. Benjamin [1]. He initially employed it to uniformly distribute Y,O3; and ThO,
nanoparticles in nickel-based superalloys to improve their high temperature strength.
Later, HEMM was extensively and frequently used to produce various complex
composite materials to extend their high temperature applications. In 1989, Luton and
co-workers [2] milled a mixture of Al and Al,O3; powders in liquid nitrogen media.
The milled powder was then treated by hot isostatic pressing (HIP) followed by hot
extrusion to synthesize Al-Al,O3; composites with a grain size in the range of 50-300
nm. They found that most particles in the composite sample were complex aluminum
oxy-nitride particles which were typically 2 to 10 nm in diameter. This fine structured
Al strengthened by AI(ON) particles exhibited excellent room and high temperature
properties in tensile and creep tests. In the same vyear, the terminology of
nanocrystalline (NC) was proposed officially in a review by Herbert Gleiter [3]. From
this review, it is known that HEMM is one of the most powerful methods to produce
NC materials which typically have mean grain sizes less than 100 nm. Such new
materials are expected to possess unique strength according to the extrapolation of the
Hall-Petch relationship [4-5]. However, NC materials are naturally unstable [6-7] due
to the presence of a vast amount of grain boundaries. This intrinsically unstable
character of NC materials makes their consolidation at high temperatures without
significant coarsening impossible as NC grains have a huge driving force to grow. To
make use of the unique mechanical and physical properties associated with the high
volume fraction of grain boundaries, it is of vital importance to prepare bulk NC

samples.



Chapter One: Introduction and Literature Review

Huang et al. [8] in 1992 reported that the cryomilled NC NiAl still maintained a
nanostructure with a grain size in the range from 10 to 40 nm after one hour annealing
at 1100°C and concluded that the inhibition of AIN nanoparticles on the grain growth
was responsible for the high thermal stability observed. This finding indicates that NC
materials can be fabricated with the help of second phase nanoparticles, which may

make the production of bulk ultrafine grained (UFG) and NC materials viable.

In this PhD study, a composite powder of nanostructured Cu matrix with a dispersion
of 5vol.%Al,O3 nanoparticles was prepared by HEMM of a mixture of copper powder
and alumina nanoparticles. Grain growth kinetics of the nanostructured composite
powder, along with microstructures and tensile properties of bulk samples made by
extrusion of the powder compacts of nanostructured composite powder at different
temperatures was investigated. Furthermore, a relationship which predicts the yield
strength of the ultrafine structured (UFS) Cu-5vol.%Al,03 nanocomposite is proposed
based on an analysis of different strengthening mechanisms in the extruded samples
and the effect of isochronal annealing of bulk ultrafine structured Cu-5vol.%Al,05

extruded at 900°C.

This thesis has seven chapters. Chapter One reviews the literature on NC/UFG metals
and alloys, including strength, ductility, and stability. The research on second phase
nanoparticle dispersion strengthened (DS) Cu matrix composites is also considered in
Chapter One. The initial materials and experimental procedures are provided in
Chapter Two. In Chapter Three, the grain growth kinetics of nanostructured
Cu-5vol.%Al,03 composite powder particles is presented and discussed. Chapter Four
presents and analyzes the factors in determining the yield strength of extruded UFS
Cu-5vol.%Al,0; composite samples, which has been published in the Journal of
Materials Science and Engineering A (see Appendix A). Chapter Five presents the
effect of extrusion temperature on microstructure and tensile properties of extruded
UFS Cu-5vol.%Al,03 composite samples. A basic model is proposed to predict the
yield strength of the extruded sample based on the discussion of the dependence of

2



Chapter One: Introduction and Literature Review

strengthening mechanisms on microstructural features. Chapter Six presents and
describes the effect of heat treatment on the microstructure and hardness of the sample
extruded at 900°C. Conclusions and recommendations for the future research are

summarized and given in Chapter Seven.

1.2 Overview of NC Metals and Alloys

NC metals and alloys, typically with an average grain size less than 100 nm, exhibit
quite different deformation behavior and microstructural response to loading as
compared with their coarse-grained (CG) counterparts. For conventional materials,
plastic deformation is dominated by a dislocation-assisted process and both the flow
stress and grain size normally do not vary with the loading conditions, whereas in NC
materials the deformation is mainly determined by a grain boundary-mediated process,
moreover, the flow stress exhibits a high strain rate sensitivity (face-centered cubic
NC metals) and dynamic grain growth probably occurs during prolonged mechanical
tests [9-12]. Such unique behaviors observed in NC materials are closely related to
their nanoscale grains, i.e. a substantial proportion of atoms reside at grain boundaries.
Due to this intrinsically microstructural feature, NC materials possess a very high
strength and hardness. However, both nanograins and large volume fraction of the
grain boundary present in NC materials also lead to poor ductility and disappointing
thermal stability which severely limit their structural applications and service
temperatures [13-15]. Hence, some critical issues such as the synthesis of bulk
samples, ductility and microstructural and thermal stabilities must be overcome for

NC materials to be used extensively as structural components.
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1.3 Mechanical Properties of NC and UFG Metals/Alloys

1.3.1  Strength

The strength of single phase conventional polycrystalline materials is dependent on
the interaction of dislocations with intragranular defects (such as solute atoms,
dislocation configurations and stacking faults) and grain boundaries. As grain sizes
are significantly reduced, intragranular defects are effectively suppressed which
results in pronounced grain boundary strengthening. The enhanced strength (or
hardness) due to grain size reduction can be derived from the empirical Hall-Petch
relation [4-5]:

AGy, =k pd 2 (1-1)

where Ao, is the increase of yield strength due to grain boundary strengthening,

k., is a material-dependent constant and d is the mean grain size. Based on Equation

(1-1), extraordinary mechanical strength can be expected through nanostructuring.
Indeed, ultrahigh strength and hardness have been observed recently in NC and UFG
metals. For example, hardness has been found to increase with decreasing grain size
[16] in Cu with grain sizes as small as 10 nm still following the Hall-Petch
relationship and the corresponding hardness of 3 GPa is about 20 times higher than
that in CG Cu (~150 MPa). A summary of the hardness of Cu vs. d™/ based on the

data reported in the published literature [17-23,16,24] is presented in Figure 1.1.
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Figure 1.1: Dependence of hardness of Cu on its grain size.

As shown in Figure 1.1, for some Cu sample, however, the dependence of the
hardness on the grain size is still valid for grain sizes smaller than 15 nm. Similar
Hall-Petch relationships between hardness and grain size have also been reported by
Knapp and Follstaedt for NC Ni [25] and by Schuh et al. in NC Ni-W alloys [26]
where the grain size is in the several nanometer scale. Based on experimental
observations and computer simulations [27-34], it has been widely accepted that the
activity of intragranular dislocations is greatly suppressed when the grain size of NC
materials is in the range from 30 to 100 nm, in this size range dislocation-dominated
deformation still remains; however, with further decreasing the grain size, a transition
in the deformation mechanism from the dislocation-assisted deformation to grain
boundary-mediated deformation appears, i.e. for the grain sizes below 15 nm, the
grain boundary-involved deformation process such as grain boundary sliding and
grain rotation dominate the plasticity of the material. Equation (1-1) is established on
the physical background of the difficulty of the initiation of dislocations and motion
of dislocations inside grains, the Hall-Petch relation breaks down and softening
subsequently occurs when the grain boundary-mediated mechanisms start to operate,
as shown in Figure 1.1. This so-called inverse Hall-Petch behavior arises when the

average grain sizes of NC materials are at very small values (normally less than 15
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nm). In such NC materials, the presence of the inverse Hall-Petch effect, which results
in softening, is mainly caused by the grain boundary sliding deformation process
during loading. This suggests that if the grain boundary sliding deformation behavior
in NC materials is greatly limited or even eliminated NC materials could become
stronger. Numerous investigations including experiments and simulations have
revealed that the suppression of the grain boundary sliding of NC materials can be
achieved by low temperature annealing [35-38], high pressure [39], doping with an
alloying element which has very limited solubility in the solvent and large atomic size
mismatch with the host atoms [40-44] and adding second phase nanoparticles into
grain boundaries [45]. For example, as shown in Figure 1.2, the magnitude of the
grain boundary sliding of Cu strongly depends on the atomic size of the alloying

element doped in grain boundaries.
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Figure 1.2: Magnitudes of grain boundary sliding versus sizes of its dopants [42].

It manifests that the dopants which have large atomic size mismatch with the Cu
matrix can effectively inhibit the amount of the grain boundary sliding during loading.
Molecular dynamic simulations performed by Vo et al. [41] showed that after doping
with up to 1.9 at.% Nb the strength of NC Cu appears to approach the value of the
theoretical strength of a perfect Cu single crystal, indicating that the segregated Nb
atoms have a pronounced effect on the onset of the plasticity of the NC Cu Very
recently Ozering et al. [46] verified the simulation result obtained by Vo et. al [41] by
6
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performing nanoindentation hardness measurements on NC Cu-Nb alloys synthesized
by direct current magnetron sputtering. Low temperature annealing experiments of
NC Ni and Ni-W alloys conducted by Rupert et. al [38] and Wang et. al [35],
respectively, showed that after annealing treatments the samples show an increase in
their strength. The authors attributed such strength improvement to grain boundary
relaxation. The results mentioned above demonstrate that the mechanism of plastic
deformation of NC materials can be influenced by their grain boundary energy and/or
grain boundary chemical composition, which indicates that the properties of NC

metals and alloys could be enhanced by engineering their grain boundaries.

1.3.2  Ductility

In general, for a metal, ductility and strength are mutually exclusive, i.e. one normally
should sacrifice one of them to achieve the enhancement of the other. Refining grain
sizes down to the nanometer scale can appreciably improve the strength of metals
based on the Hall-Petch relationship. Their ductility, however, decreases markedly
with the reduction of the grain size. Elongations at fracture for some NC metals and
alloys was extracted from published data [47-50,35,23,51-74] and is shown in Figure
1.3.
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Figure 1.3: Elongation versus grain size.
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From Figure 1.3, it is clear that most of the elongations to fracture of NC materials are
less than 10%. Although the majority of elongations at fracture for UFG materials are
in the range of 10%-30%, this result is still worse than that of CG materials.
According to the reported literature, poor ductility in UFG and NC materials
compared to their conventional counterparts may come from the following three
factors [75-76,14,77,13,78-82]: (1) high sensitivity to flaws from processing and
sample preparation processes; (2) low strain hardening capability due to small grains
and (3) low resistance to crack propagation because of a large amount of grain
boundaries. In other words, to obtain good ductility in high strength UFG and NC
materials, the sample synthesized is required to have a high purity as well as possess a

high strain hardening ability to prevent the early onset of the localized deformation.

Continuous effort by researchers around the world has found that artifact-free bulk
NC materials can be produced using one step techniques based on severe plastic
deformation methods, such as equal channel angular pressing (ECAP) [83-84], high
pressure torsion (HPT) [85] and hydrostatic extrusion [62]. Sanders et al. [23] has
shown that purifying NC metals could further improve their extraordinary strengths,
whereas their ductility is still disappointing. Low ductility of a high purity NC metal
originates from its small grains [86]. It has been shown that the plastic deformation of
NC materials under externally applied forces is accommodated by grain
boundary-related relaxation processes such as emission and absorption of dislocations
at grain boundaries and grain boundary sliding as traditional Frank-Read sources are
not allowed to exist within nanoscale grains [31]. Such deformation mechanisms in
NC materials leads to a very poor storage of dislocations during deformation and thus
the presence of local deformation instability resulting from the weak strain hardening
ability. The strain hardening of NC materials can be readily and quickly represented
by the ratio of ultimate tensile stress (UTS) to yield strength (YS) [81]. Figure 1.4
shows the ratio of UTS to YS of NC/UFG materials vs. grain size; the ratio in
NC/UFG materials is around 1.25 based on the reported work. This value of 1.25 is
much lower than that of CG materials, in which such ratio is normally over 2 [81].

8
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According to Hart’s criterion [87], to maintain stable deformation to a large strain in

tension for a tested specimen, the following relation has to be satisfied:

y+m=>1 (1-2),

1 dlno
—(

o

where y is the normalized strain hardening rate and equal to ). and m is

olng et

olno

the strain rate sensitivity and equal to [
olng

J . Equation (1-2) suggests that for a
T

material with small grains one could improve either strain hardening rate or strain rate
sensitivity to achieve a large stable strain during tensile testing. With this idea, various
strategies such as bimodal grain size distribution [86,88-89], second phase
particles/precipitates [90-95], stacking faults [96-97], and twins [98-99], have been
used to extend a high strain hardening rate to a large plastic deformation to delay and
suppress the onset of the localized plastic deformation of NC and UFG metals/alloys.
For a bimodal NC system, small grains offer strength and large grains provide room
for the accumulation of dislocations and blunt cracks [86]. In such systems, stable
strain hardening is provided by large grains. Hence, these systems normally have high
ductility but relatively low yield strength as large grains yield prior to the yielding of
small grains. To enhance the ductility of NC/UFG materials without sacrificing their
exceptional strength, one introduces intragranular defects such as second phase

precipitates, stacking faults and twins to transfer the accumulation of dislocations
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from grain boundaries to grain interiors. Both strength and ductility of NC/UFG
materials can be improved significantly. According to the Equation (1-2), the stable
plastic deformation of NC/UFG materials during tensile testing can also be extended
by increasing the value of the strain rate sensitivity. Unlike the strain hardening rate
which determines the level of the uniform deformation, a high strain rate sensitivity
can effectively diffuse local necking to resist inhomogeneous deformation and then
offer a noticeable post-uniform deformation [100-101]. Indeed, near-perfect tensile
stress-strain curves can be produced by using a low strain rate at which the strain
hardening is considered to be absent [102-103]. Overall, the tensile properties of
NC/UFG materials can be optimized by achieving high strain hardening capacity and
strain rate sensitivity via tailoring the microstructures of grains and/or grain

boundaries.

1.4 Stability of NC Materials

NC materials are inherently thermodynamically unstable due to the presence of the
high volume fraction of grain boundaries. Accordingly, under high consolidation
temperatures, nanostructured powder particles always tend to spontaneously reduce
their total grain boundary area (i.e. grain growth) to decrease the free energy of the
system. This coarsening behavior during consolidation of nanostructured powder
particles should be suppressed/avoided to retain the unique properties of NC materials.
It has been shown that the driving force for grain growth is from the curvature of the
boundary [104-105] in which the velocity, v, of the grain boundary motion can be
expressed as:

Yo
v=MZ~< 1-3),
R (1-3)

where M, which follows an Arrhenius relationship, is the grain boundary migration,

7, Is the specific grain boundary energy and R is the mean grain radius. According to

Equation (1-3), it is clear that both thermodynamic and kinetic strategies can be
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applied to stabilize the nanostructure of the material. The thermodynamic concept for
stabilization of nanostructures was first proposed by Jorg Weissmiiller [106-107] on

the basis of a dilute solid solution alloy and had an initial form as given below:

7 =7, —T (AH™ —KT log[X]) (1-4),
where the grain boundary energy with segregated solute atoms () is a linear function
of the grain boundary energy of pure solvent (y,), enthalpy of segregation, AH*,
and segregation entropy change (KT log[X]). T', k, Tand [X] in Equation (1-4) are

the solute excess at the grain boundary, Boltzmann constant, absolute temperature and
global solute content, respectively. In Equation (1-4), Weissmuller just considered the
elastic strain energy contribution to the segregation enthalpy under which y may be
reduced to be 0 if a sufficiently high atomic size mismatch between solute and solvent
atoms is present and in the meantime the solute has a strong segregation tendency in
the solvent. In this situation, NC grain size stabilization can be completely achieved
since the driving force for grain growth disappears. However, in addition to the elastic
strain energy caused by the size mismatch, both electronic interaction and surface
energy also play roles in the enthalpy of grain boundary segregation [108-109].
Darling and co-workers incorporated the electronic interaction into the segregation
enthalpy and then developed a modified thermodynamic equation to predict the
thermal stability of NC Fe alloys [110-111]. The predicted results were in good
agreement with the experimental evidence. Although the aforementioned
thermodynamic method has success in some NC alloy systems for a certain range of
temperatures, the stability of the nanostructure achieved through it mainly depends on
the equilibrium of grains and grain boundaries of the material to the solute
concentrations. This suggests that the nanostructure in NC alloys with segregated
atoms would lose its stability if the equilibrium state of the grain boundaries in the
solute content is interrupted and disturbed such as the precipitation of the second
phase. Indeed, several studies have confirmed the loss of the thermal stability of NC

alloys due to the formation of the intermetallic compounds [111-112].
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Hence, complete stability of NC materials requires them being stable against both
grain growth and phase separation. To evaluate whether a NC alloy system with a
positive enthalpy of mixing can reach the complete stability or not, Murdoch and
Schuh [113-114] recently developed an analytical model based on the regular solution
model to achieve this goal. They used their own model to calculate the minimum
energy NC free energy curve and then compared it with the classical bulk phases. As a
result, a criterion associated with the enthalpies of mixing and segregation was
derived by them for predicting the complete stability of binary NC alloys. It is worth
pointing out that the Kinetic technique stemming from the solute drag also plays a part

in the thermodynamic stabilization of NC alloys.

Based on Equation (1-3), the kinetic strategy which can effectively slow down the
grain boundary mobility, M, through pore drag, solute drag or pinning by precipitates
or second phase nanoparticles is another important way to stabilize NC materials.
Although the kinetic strategy cannot completely stop the grain growth of NC
materials at very high temperatures as M follows an Arrhenius relationship, it can
significantly reduce the growth rate of NC grains and thus limit the mean grain size in
the nanometer scale. In a recent review, Koch and co-workers [115] concluded that
the Kkinetic strategy by Zener pinning in NC stabilization is more effective than the
thermodynamic method for T>0.75 Ty, (T is the melting point of the matrix in Kelvin
scale). The kinetic strategy was first proposed by Zener and reported by Smith [116]
to relate the grain size to second phase particles. According to Zener’s analysis,
second phase particles with a volume fraction, f, and a radius, r, will exert a pinning
force on the grain boundary when they are distributed uniformly into a metal. Such
pinning force, F,, generated by particles will retard the movement of the grain
boundary and has the following expression [104,116]:

3fy
F,=—=" 1-5
L2 (1-9)
On the other hand, for a material with a mean grain radius, R, the driving force for its
grain growth, Fg, can be expressed as given below [104,116]:

12
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F, =2l
R

(1-6).

The grains of the material will cease to grow when an equilibrium state is reached, i.e.,
F,=Fq. Under this situation, the stabilized grain size of the material is equal to:

4r

R= 3 (1-7).
Using Equation (1-7), the final grain size of the material with a dispersion of second
phase particles can be predicted. However, as Equation (1-7) was derived based on
assumptions such as a homogeneous distribution of particles, identical particle size
and isotropic grain boundary energy, the final grain size predicted by Equation (1-7)
for a second phase particle dispersed system usually deviates from the actual grain
size in the material and shows a higher value. To obtain a more accurate prediction, a

modified Zener equation was proposed by Manohar and co-workers [117-118] and

expressed in the form of:
R=0.17-
-V T (1-8).

However, in NC systems, second phase nanoparticles tend to locate at positions like
grain boundaries, triple junctions and quadruple points [119-120]. For this exceptional
situation, it is too early to say that the grain sizes in NC materials with second phase
nanoparticles are still dictated by Equation (1-7) or (1-8). In spite of this, the kinetic
strategy has had a huge success in the stabilization of NC materials and a series of NC
alloys such as NC Al, Mg, Cu and Fe alloys have been produced with the help of
Zener pinning [54,121-123].

1.5 Second Phase Nanoparticle DS Cu Matrix Composites

1.5.1 Introduction

The performance of materials has always been required to improve to keep up with

the pace of the development of a civilization. For instance, DS copper matrix
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nanocomposites have been used to replace conventional copper alloys which are
usually produced by a combination of solid solution and thermomechanical
processing for high temperature applications such as resistance welding electrodes,
electrical contacts and heat-resistant parts [124-125]. In such applications, the
retention of high strength and good conductivity at elevated temperatures must be
achieved according to the requirements of service conditions. Copper alloys
strengthened by both solutes and dislocation configurations cannot maintain such
properties at high temperatures, or even for intermediate temperatures, due to the
recovery of secondary structures and the sensitivity of conductivity to solute atoms
[126]. Although copper alloys reinforced by precipitates of refractory phases (e.g. W,
Ta, Nb and Cr) can exhibit good performance within a certain range of temperatures,
they usually have lower softening temperatures compared with Cu strengthened by
ceramic nanoparticles due to coarsening of precipitates [127]. Copper with a fine
dispersion of ceramic nanoparticles not only have a higher strength at elevated
temperatures, but also better resistance to softening relative to those copper alloys
mentioned above. Hence, DS Cu matrix nanocomposites can substantially extend the
materials high temperature applications. As discussed in Section 1.4, it has been well
established that second phase nanoparticles distributed at grain boundaries of a metal
can exert a pinning force on the grain boundary to resist its migration to suppress the
grain growth during thermomechanical processing [116]. Many researchers have
successfully fabricated UFG and NC Cu matrix composites via introducing a

homogeneous distribution of second phase nanoparticles in the Cu matrix [128-139].

1.5.2  Fabrication of Nanostructured Cu Matrix Composite Powders

It has been pointed out by Morris and Morris [140] that the stability of dispersoids in
DS materials is closely associated with their distribution and a homogeneous
distribution of dispersoids can effectively resist particle coarsening occurring during
the consolidation process; thus refining the microstructure of the matrix and
improving the properties of the material. Nanostructured Cu matrix composite

powders can be produced by external oxidation [141], thermochemical treatment
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[129,133,142], thermal spraying [143] and HEMM [144,135-136,145-147]. Among
these approaches, HEMM is the most appropriate to combine with subsequent thermal
processing because of its high efficiency in creating a uniform dispersion of second
phases, particularly for an immiscible system or a high content of second phase
nanoparticles. For example, HEMM is commonly applied to form supersaturated solid
solutions for immiscible systems such as Cu-Ta [148-149] and Cu-Nb [150,121,140]
and then annealing as-milled alloy powders at certain temperatures for a period of
time to allow the homogeneous precipitation of small Ta and Nb particles. Moreover,
an alternative way to produce nanostructured Cu matrix composite powder particles
with a dispersion of in-situ formed second phase nanoparticles is a solid state reaction
method which produces second phase nanoparticles in the Cu matrix through the
reaction between additive elements during HEMM and annealing of as-milled
powders [144,146]. Apart from these two methods, HEMM of a mixture of second
phase nanoparticles and Cu powders could be the simplest way to introduce second
phase nanoparticles externally into Cu to produce the nanostructured Cu matrix

composite powder particles without any subsequent thermal processing.

1.5.3 Consolidation of Nanostructured Cu Matrix Composite Powder Particles

It is known that consolidation of nanostructured DS metal powder particles into useful
bulk engineering components can be achieved by various techniques such as spark
plasma sintering (SPS) [151], HIP [152], hot pressing [153], sinter forging [154] and
hot extrusion [155-156]. In some cases, two or three such consolidation techniques are
combined to complete the consolidation [157]. The technique adopted to consolidate
nanostructured powder particles largely depends on the characteristics of the powder
particles, and is generally chosen to limit the grain growth as much as possible during
consolidation. For instance, SPS method may be the first choice to be used to
consolidate nanometer sized powder particles so as to avoid the significant coarsening
of the nanostructure of powder particles, as this consolidation technique can finish the
consolidation process at relatively low temperatures and within a short time [154,151].

The extremely high activity of nanometer sized particles makes them very difficult to
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process with conventional consolidation methods such as HIP plus hot extrusion. This
traditional consolidation method in powder metallurgy usually requires both a high
temperature and long time which is a very high risk for retaining fine structures of
powder particles after consolidation. Nevertheless, nanostructured and micrometer
sized powder particles with a dispersion of second phase nanoparticles prepared by
HEMM are able to be consolidated using this conventional method. For this kind of
powder particles, high temperature consolidation processes only result in a limited
extent of coarsening in the microstructure of the matrix due to the retardation effect of
second phase nanoparticles. Thus, an UFS metal matrix composite can be easily
produced by using the suppression of second phase nanoparticles on the grain growth

of the metal matrix via the Zener mechanism.

1.5.4  Mechanical and Electrical Properties of Bulk UFG Cu Matrix
Composites

Previous studies have clearly revealed that the microstructure and mechanical
properties of UFG metals dispersed with second phase nanoparticles are closely
associated with the particle size [158], volume fraction [159-160] and distribution in
the matrix [95]. Of course, the fabrication effect should be taken into account as well
in terms of discussing the relationship between the microstructure and property of
second phase nanoparticle DS UFG metals. Figure 1.5 summarizes the mechanical

data published on the UFG Cu matrix composites.
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Figure 1.5: Tensile yield strength (a) and ductility (b) of ultrafine structured Cu matrix
composites.

It is apparent that UFG Cu matrix composites offer very high tensile yield strengths
which are almost 3~6 times that of CG Cu (~150 MPa) (Figure 1.5(a)). This high
yield strength observed in the experiments for UFG Cu with a fine dispersion of
nanoparticles is primarily ascribed to grain size strengthening through the Hall-Petch
relationship and nanoparticle dispersion strengthening associated with the Orowan
mechanism. On the other hand, tensile ductility of such materials shown in Figure

1.5(b) exhibit a much lower value in the range of 3-12% compared with that of
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conventional copper (~40%). This significant decrease in ductility of DS systems is
mainly attributed to the poor ability to relax the stress concentration resulting from
grain refinement. In other words, UFG grains in DS materials have low capacity in
accumulating dislocations during plastic deformation. The data presented in Figure
1.5 implies that the tensile properties of UFG Cu matrix composites are highly related
to various microstructural parameters such as mean nanoparticle size and volume
fraction of nanoparticles, mean grain size and fabrication method. Although the role
of grain size distribution of the matrix is excluded here, one should realize its
importance, especially in ductility. If we put these structural parameters away, the key
point in determining the tensile results of UFG metal matrix composites is the direct
interaction between dislocations and nanoparticles. For a given quantity of second
phase nanoparticles, the tensile strength and ductility of UFG metal matrix composites
would be significantly enhanced if this direct interaction is improved. Creating
intragranular nanoparticles as much as possible is a very effective way to increase this

interaction [95].

Electrical conductivity of UFG Cu matrix composites is another very important
property. For some applications like spot welding, both high temperature strength and
good conductivity are required simultaneously. Figure 1.6 presents room temperature
electrical conductivities of coarse grained and UFG Cu matrix nanocomposites. It is
seen that second phase nanoparticles slightly degrade the electrical conductivity of
conventional copper, as given by the solid circle symbol shown in Figure 1.6 [161].
However, UFG copper matrix reinforced by second phase nanoparticles shown in
Figure 1.6 have electrical conductivity values of less than 55%IACS. It has been
shown that the electrical conductivity of a metal is very sensitive to the lattice
distortion caused by alloying elements [126] and grain boundaries [143]. These two
structural defects can greatly reduce the mean free path of electrons and increase the
probability of the electron scattering and thus decrease the electrical conductivity of
the metal. Hence, the much lower electrical conductivity observed for UFG Cu

dispersed with nanoparticles relative to the coarse grained Cu matrix nanocomposites
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is mainly due to the presence of large volume fraction of grain boundaries (solid
triangle symbol shown in Figure 1.6). The electrical conductivity of UFG Cu matrix
composites will be further reduced if the impurity is introduced during the fabrication

process like HEMM (squares shown in Figure 1.6).
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Figure 1.6: Electrical conductivities of coarse grained and ultrafine structured Cu
matrix composites.

Based on the literature survey, it has been found that so far much effort has been made
on the fabrication of UFS metal matrix nanocomposites (MMNCs) through
nanostructured metal matrix nanocomposite (MMNC) powders. However, a
systematic and comprehensive investigation of thermal stability of the nanostructured
MMNC powder particles and the influence of the consolidation temperature on the
microstructures and tensile properties of bulk UFS MMNCs has not yet been found.
Such fundamental studies can allow us to understand how the microstructure of
nanostructured MMNCs reacts to the annealing temperature which could give some
very important information for us to optimize the subsequent consolidation process
and to establish a relationship of processing, microstructure and mechanical property
of the UFS MMNCs. Combining this information with proper heat treatment, an UFS

copper matrix nanocomposite sample with a high strength and good conductivity is
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expected to be produced.

1.6 ODbjectives of This Study

This PhD project has three goals to achieve. Firstly, get a fundamental understanding
of the grain growth kinetics of the nanostructured metal matrix composites prepared
by HEMM; secondly, establish an extrusion temperature dependence of the
microstructural evolution and tensile properties of UFS metal matrix composites,
extruded from powder compacts of milled nanostructured metal matrix composite
powder particles; last but not least, obtain a preliminary understanding of
strengthening mechanisms of UFS metal matrix composites. These three aims in the
present study are examined and investigated based on a model system of

nanostructured Cu-5vol.%Al,0; composite powder particles prepared by HEMM.
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Chapter Two

Materials and Experimental Procedure

Outlined in this chapter are the materials and the experimental procedures used to
prepare the nanostructured Cu-5vol.%Al,03 composite powder samples and the
consolidated bulk samples from the powder and the techniques employed for

analyzing and characterizing the samples during this research work.

2.1 Starting Materials

As starting materials, a Cu powder (99.7% pure, particle sizes: 1~100 um) and Al,Os
nanopowder (99.9% pure, average particle size: 50 nm) supplied by Sigma-Aldrich
were used to produce the Cu-5vol.%Al,03 composite powder particles by HEMM and

bulk samples by a combination of HEMM and powder compaction extrusion.

2.2 Material Preparation

221 HEMM

A Retch PM100 planetary ball mill, as shown in Figure 2.1(a), was operated to mill a
powder mixture of Cu powder and Al,O; nanopowders at a speed of 400 rpm. A
hardened steel vial, as shown in Figure 2.1(b), with a cylindrical cavity of 60 mm in
depth and 100 mm in diameter and stainless steel balls with diameters of 12.5 mm and
25 mm (Figure 2.1(b)) were used for the milling operations. The vial which contained
stainless steel balls and 100 g (in total) of the Cu powder and Al,O3 nanopowder with
the nominal composition of Cu-5vol%Al,O; were sealed in a glove box filled with

high purity argon, as shown in Figure 2.1(c).
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Figure 2.1: (a) Retsch PM100 planetary ball mill; (b) steel vial and stainless steel balls
with diameters of 12.5 and 25 mm; (c) glove box.

Before milling, the Cu powder and Al,O; nanopowder were mixed using 61 stainless
steel balls of 12.5 mm in diameter for 12 hours with a speed of 100 rpm. Two
different HEMM operations were used in this study. The milling step for the research
work presented in Chapter 3, 5 and 6 comprised 24 hours (net time) of milling with a
break of 30 minutes after every 30 minute interval of milling using 6 stainless steel
balls of 25 mm in diameter and 13 stainless steel balls of 12.5 mm in diameter.
However, for the research work presented in Chapter 4, the milling process consisted
of two steps. In Step 1, the powder mixture was milled for 12 hours (net time) with a
break of 30 minutes after every 30 minute interval of milling using 61 stainless steel
balls with a diameter of 12.5 mm. In Step 2, the 12 hours milled powder was milled
for a further 12 hours (net time) with a break of 30 minutes after every 30 minute
interval of milling using 6 stainless steel balls of 25 mm in diameter and 13 stainless
steel balls of 12.5 mm in diameter. Between Step 1 and Step 2, the balls were changed
in the glove box filled with high purity argon. The ball-to-powder weight ratio was

5:1 for both mixing and milling steps in the different HEMM operations.
2.2.2 Heat Treatment

Heat treatment of the samples was conducted in a stainless steel vacuum tube furnace,
as shown in Figure 2.2. The furnace was programmed to heat samples up at a heating
rate of 10°C/min and cool samples down with the furnace cooling mode. The
application temperature of the furnace is up to 1000°C. The as-milled and extruded
bulk samples were annealed at different temperatures in the range of 300-600 and

500-1000°C, respectively for various times with a vacuum of ~10° mbar.
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Figure 2.2: Stainless steel vacuum tube furnace.

2.2.3  Powder Consolidation

A 100-ton hydraulic press, as shown in Figure 2.3, was used to prepare powder

compacts for extrusion and carry out the extrusion.

Figure 2.3: 100-ton hydraulic press and induction furnace.

In this study, two different compaction conditions were adopted to press two different
milled powders into compacts for the extrusion of Cu-5vol.%Al,O3; composite bulk
samples. In Chapter 4, the milled Cu-5vol.%Al,03 composite powder particles were

uniaxially hot compacted in a H13 steel die with a cylindrical cavity of 25 mm in
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diameter at 350°C for 20 minutes under a pressure of 300 MPa. The die was
lubricated with graphite gel. While the milled powder particles in Chapter 5 and 6
were compacted at room temperature with a pressure of ~2 GPa without any holding
time. All Cu-5vol.%Al,03; composite compacts were ground to remove the thin layer
of graphite on the surface of the compact prior to performing the extrusion. The
Cu-5vol.%Al,0; composite compacts, having a shallow hole for a thermocouple to
measure the temperature of the compact, were then enclosed in the hydraulic press
chamber with argon atmosphere and heated from room temperature to extrusion
temperature in the range of 300-900°C by using induction furnace, as shown in Figure
2.3. An extrusion ratio of 10:1 was used to produce Cu-5vol.%Al,0; composite rods.
A complete flow chart for the production of Cu-5vol.%Al,03; composite bulk samples

IS presented in Figure 2.4.

Mixing+milling &

Al-_;ﬂ_l hgglnmerate& "~ Cu powders

Nanostructrued Cu-Svol.%Al,0; composite powder particles

ompaction
E—

. Hn ex'usiﬂn

o

Figure 2.4: A flow chart of the preparation of Cu-5vol.%Al,0; composite rods using
milled composite powder particles.
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2.3 Microstructural Characterization

2.3.1  Sample Preparation

The as-milled annealed powder particles, and as-extruded or annealed extruded bulk
samples were cold mounted in epoxy resin and hardened for 24 hours. The resin
cylinder was carefully ground using NO.600, 1000, 2000 and 4000 SiC paper with
running tap water to reveal the cross section of the samples, followed by polishing
using Al,O5 suspension with a particle size of 0.3 um. The sample was thoroughly
rinsed with distilled water to remove any Al,O3 particles from the suspension left on
the surface. The polished “mirror” of each sample was made parallel to the bottom
surface of the mount, so that an even height was made for the hardness measurement,

X-ray diffraction (XRD) analysis and microscopy examination.
23.2 XRD

XRD characterization of powder particle and bulk samples was conducted using a
Philips X-pert XRD system with Cu Ka radiation (A=0.15406 nm) and a graphite
monochromator. The working voltage and current of the XRD system were 40 kV and
40 mA, respectively. The XRD patterns of samples were obtained by scanning using a
step size of 0.02° and a time of 2s per step. The scanning range for the XRD patterns

collected was 12-100°.
2.3.3  Scanning Electron Microscopy (SEM)

Microstructural characterization of as-milled and annealed Cu-5vol.%Al,0;
composite powder particles and as-extruded and annealed extruded samples was
carried out using a Hitachi S4700 SEM with an operating voltage of 20 kV. In
addition to secondary electron (SE) analysis, backscattered electron (BSE) analysis on

samples was also performed.
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2.3.4  Transmission Electron Microscopy (TEM) and Scanning Transmission
Electron Microscopy (STEM)

Specimens for TEM analysis were made in a FEI Nova xT Nanolab 200 dual beam
focused ion beam (FIB) microscope. Thin foils with a thickness of about 50 nm were
cut from the mounted samples with a Ga ion beam operating at 30 kV, and were
retrieved out of the vacuum chamber using a Kleindiek ex-situ nanomanipulator, and
then deposited onto a standard 150 mesh Au grid covered with a carbon film. A
Philips CM200 FEG TEM equipped with an energy dispersive X-ray spectroscopy
(EDX) system operating at 200 kV was used for both microstructural and
compositional analysis. A weak beam current was selected to stabilize the
microstructure and avoid over heating the sensitive crystal structure. The TEM
specimens were prepared and characterized in the Electron Microscopy Unit,

University of New South Wales, Sydney, Australia.
2.3.5 Microhardness Measurements

The microhardness was measured using a digital Vickers microindentation tester,
LECO LM700, with a load of 25/50 gf and a dwell time of 15 s for powder
particle/bulk samples. Ten indents for each sample were made to produce an average

microhardness measurement.
2.3.6  Tensile Testing

Tensile test specimens, as shown in Figure 2.5, were cut from the extruded
Cu-5vol.%Al,0; composite rods using electric discharge machining (EDM) wire
cutter (DK77 series). The dog-bone shaped tensile test specimens had a gauge length
of 20 mm and a rectangular cross-section of 2 mm in thickness and 2 mm in width.
The tensile testing of specimens was carried out at room temperature using an Instron
4204 testing machine with a maximum load of 5 kN and at a crosshead speed of 0.12
mm/min which was equivalent to a strain rate of 1x10™/s. All reported tensile data

presented in this research work was the average of three test results.
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Figure 2.5: Tensile specimens cut from extruded Cu-5vol.%Al,0; composite rods.
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Chapter Three

Thermal Stability of the Nanostructure of Mechanically

Milled Cu-5vol.20Al,0; Nanocomposite Powder Particles

3.1 Introduction

It has been widely accepted that the consolidation of nanostructured powders is an
effective way of synthesizing bulk nanostructured and ultrafine structured metallic
materials and near-net shaped components [1]. For this approach to be used
effectively, either or both of two conditions should be satisfied: (1) the time for
keeping the nanostructured powder at relatively high temperature (above 0.6 Tp,
where Tn is the melting temperature of the metal in Kelvin) during consolidation
should be sufficiently short, being in the order of minutes rather than hours; and (2)
the thermal stability of the nanostructure of the powder particles is sufficiently high to
allow the nanostructure to coarsen by only a small amount at relatively high
temperatures. The first condition can possibly be satisfied if the powder is
consolidated using processes which involve pressure and/or a large amount of plastic
flow. Such processes include in-situ consolidation of powder particles by high energy
mechanical milling [2-3], powder compact forging [4], powder compact extrusion[5],
and spark plasma sintering [6]. When such processes are not able to produce well
consolidated materials or are not cost-effective, it is necessary to improve the thermal

stability of the nanostructure of the powder particles.

As reviewed in Chapter One, many nanostructured materials stabilized by fine second
phase particles have been reported, but a systematic investigation of the grain growth
behavior and kinetics of such nanostructures is still missing. The present study is to

contribute to this body of academic work by systematically investigating the grain
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growth of the nanocrystalline Cu matrix and other microstructural changes that occur
during annealing of Cu-5vol.%Al,03 nanocomposite powder particles. It is hoped that
an in-depth understanding of the thermal stability of the nanostructure of metal matrix

nanocomposites can be achieved through the study.

3.2 Results

As shown in Figure 3.1, the Cu peaks of the XRD patterns of the as-milled and
annealed Cu-5vol.%Al,03; nanocomposite powders became narrower with increasing

annealing temperature, suggesting that the Cu grains grew during annealing.
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Figure 3.1: XRD patterns of as-milled and annealed nanostructured Cu-5vol.%Al,03
composite powders.

The Cu peaks of the XRD patterns were analyzed to determine the average Cu grain
sizes and dislocation densities of the as-milled and annealed powder particles. Prior to
doing this, background and Ko, signals were removed from the XRD diffraction
peaks, and instrumental broadening was corrected by producing an XRD pattern of

the Cu powder annealed at 900°C for 1 h. The Scherrer equation, as given below [7-9],

37



Chapter Three: Thermal Stability of the Nanostructure of Mechanically milled
Cu-5vol.%Al,0; Nanocomposite Powder Particles

was applied to the first peak of the XRD patterns to evaluate the average grain size of

the powder particles:
Dia = KA/ (B, c0s0) (3-1)

where Dy is the mean grain size, K is a constant and normally taken to be 1, A is the
wavelength of the x-rays used to generate the XRD patterns, B iS the integral
breadth of the x-ray diffraction peak (in radians) of the planes with Miller indices of
{hkl}, and 6 is the Bragg angle of the peak used. The internal strain, enq, of the

samples was derived from the following equation [10]:

Eng = Puq [ (41an ) (3-2)

The dislocation d en gty of samples, p, was evalu ded bythe formula given below

[11-13]:

12
P= 2\/§<gﬁkl> [ (Dyb) (3-3)

where b is the Burger’s vector of pure Cu. In the dislocation density calculation, the
first three peaks of XRD patterns were used to obtain the average dislocation densities

of the samples.

Figures 3.2(a) and (b) show the average grain sizes as a function of annealing time at
different annealing temperatures and a function of annealing temperature with
different annealing times, respectively. Figures 3.2(a) and (b) demonstrate that the
grain sizes almost remained unchanged with increasing annealing time for an
annealing temperature of 400°C or lower, while when the annealing temperature is
500°C or higher, the grain sizes first increased at a rate which became higher with
increasing annealing temperature, and then reached stagnation with prolonged

annealing time.
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Figure 3.2: Changes of grain sizes of the nanocrystalline Cu matrix of
Cu-5vol.%Al,0; composite powder particles with annealing time at different
annealing temperatures (a) and with annealing temperature for different annealing
times (b).

The dislocation densities as a function of annealing time at different annealing
temperatures and a function of annealing temperature with different annealing times

are presented in Figures 3.3(a) and (b) respectively.
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Figure 3.3: Variation of dislocation density of nanostructured Cu-5vol.%Al;0s
composite powder particles with annealing time at different annealing temperatures (a)
and with annealing temperature for different annealing times (b).

As shown in Figure 3.3(a), at a given annealing temperature, the dislocation density
dropped significantly within the first 0.1 h of annealing, then underwent fluctuation
with increasing annealing time, and subsequently changed little with subsequent
increased annealing time. As shown in Figure 3.3(b), the dislocation density of the
annealed powder particles did not change significantly with increasing annealing
temperature from room temperature to 300°C, and then showed a significant linear

decrease with increasing annealing temperature from 300 to 600°C.
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To check whether the average Cu grain sizes determined by analyzing the broadening
of XRD peaks are reasonably accurate, the microstructure of as-milled powder
particles and the powder particles annealed at 600°C for 5 hours was examined using
TEM. As shown in Figure 3.4, the Cu grain sizes of the as-milled powder particles
were in the range of 17-120 nm, while the majority of Cu grains in the powder
particles annealed for 5 hours at 600°C were in the range of 20-200 nm. Some large
Cu grains with sizes in the range of 200-300 nm and surrounded by nanometer sized
Cu grains were also found in the microstructure of the powder particles annealed for 5
hours at 600°C, as shown in Figure 3.4(b), indicating that abnormal grain growth
occurred during annealing at 600°C. Based on the Cu grain size distributions
determined by measuring the sizes of 188 and 247 Cu grains in the microstructures of
as-milled powder particles and the powder particles annealed at 600°C for 5 hours,
respectively (Figures 3.4(c) and (d)), the average grain sizes were determined to be
50420 and 91+47 nm, respectively. This shows that the average grain size values
obtained from analyzing the broadening of XRD peaks are reasonably accurate, and

thus can be used in the subsequent analysis of the kinetics of grain growth.
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Figure 3.4:TEM bright field micrographs of (a) as-milled nanostructured

Cu-5vol.%Al,0; composite powder particles and (b) powder particles annealed at
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600°C for 5 h and (c) and (d) their corresponding grain size distributions respectively.

As shown by the selected area electron diffraction patterns (SADPs) shown in Figures
3.5(a) and (b), annealing as-milled powder particles at 600°C for 5 hours generated a
group of weak diffraction spots corresponding to Al,O3{311} (Figure 3.5(b)), which
were absent from the SADP of the as-milled powder particle (Figure 3.5(a)). This

implies that the growth of Al,O3 nanoparticles occurred during annealing at 600°C.

Cu {111} Eu 5[1"1}1
Cu {200} ('-: €220}
Cu {220} Cu 311}
Cu {311} Cu {222
Cu {222} BN ALO,{311}
ALO, {440} AL O, {440}

Figure 3.5: Selected area electron diffraction patterns corresponding to the TEM
micrographs shown in Figs. 3.4(a) and (b), respectively.

As shown by the SEM backscattered electron images, STEM images and EDX Al
elemental maps shown in Figures 3.6 and 3.7, a fraction of Al,O3; nanoparticles were
dissolved during milling, and relatively large Al,Os; nanoparticles survived in the

I** and

microstructure of the as-milled powder. With the subsequent annealing, the A
O? ions re-precipitated out to either form new Al,O; nanoparticles or to cause the
growth of pre-existing Al,O3 nanoparticles, as shown in Figures 3.6(b)-(d) and 3.7(c)
and 3.7(d). This is in agreement with the appearance of the Al,O3 {311} diffraction
spots in the SADP of the powder particle annealed at 600°C and for 5 hours shown in

Figure 3.5.
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Figure 3.6: Backscattered electron micrographs showing coalescence of AlOs;
nanoparticles in the nanostructured Cu-5vol.%Al,0; composite powder particles with
annealing. (a) as-milled; (b) annealed at 400°C for 5 h; (c) annealed at 500°C for 5 h;
(d) annealed at 600°C for 5 h.
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Figure 3.7: STEM images of (a) as-milled nanostructured Cu-5vol.%Al,O3; composite
powder particles and (c) powder particles annealed at 600°C for 5 h, and (b) and (d)
their corresponding EDX Al elemental maps respectively.
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Figure 3.8 displays the change of the microhardness of the Cu-5vol.%Al,03
nanocomposite powder particles with increasing annealing time at different annealing
temperatures. It shows that the value of the microhardness of the Cu-5vol.%Al,05
nanocomposite powder particles annealed at a given temperature decreased with
increasing annealing time within the first 2 h annealing and then reached a plateau
with further increases in annealing time. Moreover, the microhardness of the annealed
Cu-5vol.%Al,03 nanocomposite powder particles decreased from 2.59 to 1.68 GPa
with increasing annealing temperature from room temperature to 600°C. Such
changes in the microhardness of the powder particles with the annealing condition
clearly reflects the Cu grain growth behavior and the decrease of the dislocation
density of the powder particles with increasing annealing time and annealing

temperature noted previously.
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Figure 3.8: Vickers microhardness of the nanostructured Cu-5vol.%Al,0; composite
powder particles as a function of annealing time at different annealing temperatures.
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3.3 Discussion

3.3.1 Microstructural Evolution during Annealing

As shown in Figures 3.2 and 3.3, when the as-milled powder particles are annealed at
temperatures <400°C, the average Cu grain size remains nearly unchanged, while
those powder particles annealed at temperatures >500°C exhibit clear grain growth
(Figure 3.2). This observation is similar to the finding obtained by Cizek et al. [14]
that no visible grain growth or recrystallization of the nanocrystalline Cu matrix
occurs during annealing of Cu-0.5wt.%Al,0; nanocomposite at temperatures below
400°C. In contrast, the dislocation density of the as-milled powder particles decreases
continuously with increasing the annealing temperature from 300 to 600°C (Figure
3.3). Abnormal grain growth occurs during annealing at 600°C, as shown in Figure
3.4(b). This might be caused by the coalescence of fine Al,Os particles, leaving some
regions having a relatively lower density of Al,O; nanoparticles. As shown in Figures
3.6, 3.7 and 3.9, it has also been observed that a fraction of the Al,O3 particles of the
as-milled powder particles coarsen and their sizes reach a level larger than 100 nm
after annealing at 600°C for 5 hours. These large Al,Os particles are less effective in
dragging the migration of grain boundaries and thus allow faster grain growth than
Al,O3 nanoparticles smaller than 50 nm [15]. As a result, some grains adjacent to

large Al,O5 particles grew abnormally, as shown in Figure 3.4(b).
3.3.2 The Kinetics of Grain Growth of the Nanocrystalline Cu Matrix

Based on the consideration that the grain growth of a polycrystalline material is
driven by the grain boundary curvature, the grain size, D, as a function of annealing

time, t, can be described by using a power law equation [16-17]:

n n _
D" -D," =kt (3-4),
where n is a constant, Dy is the initial grain size at time t=0, and k is a
temperature-dependent grain growth rate constant. If the material is a pure single
phase material, n = 2. However, during grain growth, many factors such as second
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phase particles [18], impurities [19-20], solute atoms [21], strain release [22], pores
and grain boundary triple junctions [23-24] can affect the kinetics of grain growth and
lead to n>2 [25]. In this study, we assume that the curvature-driven grain growth
mechanism is still operative and Equation (3-4) can be used to quantify the grain
growth. Considering the influence of Al,O; nanoparticles on the grain growth of

nanocrystalline Cu matrix, we take n=3, thus Equation (3-4) can be rewritten as:
3 3 _
D°-D,” =kt (3-5).
The values of k at different annealing temperatures were obtained by fitting Equation
(3-5) with the grain size data obtained from the isothermal annealing experiments
shown in Figure 3.2(a). k changes with temperature according to the Arrhenius
relationship [16]:
E
k=k,exp| ——
0 -
RT (3-6),
where R is the ideal gas constant, T the absolute temperature, E the apparent
activation energy for grain growth and ko a constant. Based on Equation (3-6), the
value of the grain growth activation energy, E, can be obtained from the slope of the
line of In(k) vs 1/RT. By producing a line which best fits the data points of (1/RT, k) at
three different temperatures (400, 500 and 600°C) as shown in Figure 3.10 and
determining the slope of this line, the value of the activation energy of grain growth of

the nanocrystalline Cu matrix of the as-milled nanocomposite powder particles was

determined to be 63.4 kJ/mol.
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Figure 3.9: Arrhenius plot of the grain growth rate constant.

For comparison, the values of the apparent activation energy of grain growth of
monolithic nanocrystalline Cu collected from published literature [26,22,27-30] along
with the value obtained in this study are summarized in Table 3.1. It can be seen that
the reported apparent activation energy of grain growth of monolithic nanocrystalline
Cu is in the range of 30-83 kJ/mol, which is much smaller than that for the grain
growth of microcrystalline Cu (211 kJ/mol) [31], indicating that the grain growth
behavior of nanocrystalline Cu is quite different from the lattice diffusion controlled
grain growth of microcrystalline Cu and is determined by grain boundary diffusion.
The value of the apparent activation energy of grain growth of the nanocrystalline Cu
matrix of the Cu-5vol.%Al,03; nanocomposite (63.4 kJ/mol) falls well within the
range of reported values of the apparent activation energy of grain growth of
monolithic nanocrystalline Cu shown in Table 3.1. This shows that the grain growth
kinetics of the nanocrystalline Cu matrix of the Cu-5vol.%Al,0O; nanocomposite

powder particles prepared by HEMM are also controlled by grain boundary diffusion.
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Table 3.1 Values of apparent activation energy for grain growth of monolithic

nanocrystalline Cu published in the literature and that of the nanocrystalline Cu

matrix of the nanostructured Cu-5vol.%Al,0; composite obtained in this study
(IKA: Isothermal Kinetics Analysis).

Preparation ~ Materials Temperature range Study method Activation Reference
method (K) energy
(kJ/mol)
Inertgas  Nanocrystalline Cu 283-425 Tracer or nuclear 61.56 or [27, 29]
condensation  (99.95% pure) magnetic relaxation 66.37
+compaction
DC magnetron  Nanocrystalline Cu 573-773 IKA (n=2) 38.7 [30]
sputtering
DC magnetron  Nanocrystalline Cu 373-773 IKA (n=3) 35+11 [26]
sputtering
Sliding wear Nanocrystalline Cu 575-675 IKA (n=4) 309 [28]
(99.2% pure)
Electrodepositi  Nanocrystalline Cu 373-423 IKA (n=4) 83+13 [22]
on (99.983% pure)
HEMM Nanocrystalline Cu 573-873 IKA (n=3) 63.412 This study
Matrix

3.3.3 The Effect of AlLO; Nanoparticles on the Grain Growth of
Nanocrystalline Cu Matrix

Fine second phase particles located at grain boundaries exert a retarding force to the
grain boundaries so that their migration becomes more difficult. Such an effect can
result in a much lower rate of grain growth for a nanocrystalline metal matrix
dispersed with fine second phase particles compared with its monolithic
nanocrystalline counterpart. Indeed, although the apparent activation energy for grain
growth of the nanocrystalline Cu matrix of the Cu-5vol.%Al,0; nanocomposite
(Figure 3.2(a)) is very close to that of monolithic nanocrystalline Cu, the growth rate
of the former during annealing at elevated temperatures in the range of 400-600°C is
far lower than that of the latter in the same temperature range. For instance, after 5
hours annealing at 500°C, the average grain size of monolithic nanocrystalline Cu
increases from 50 to 280 nm [26], while the average grain size of the nanocrystalline

Cu matrix of the Cu-5vol.%Al,03 nanocomposite only increases from 56 to 65 nm.
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According to Zener pinning [16], a balance between the pinning force exerted on a
grain boundary by fine second phase particles and the driving force for grain growth
can be established in a material dispersed with the second phase particles. This
suggests that the grain sizes and grain boundaries with a homogeneous distribution of
a small amount of fine second phase particles are able to reach a metastable state with
increasing annealing time, and in such a state the grain growth would virtually stop

with a further increase of annealing time.

-

otal volume fraction: 3.2 %
Volume fraction (<100 nm): 1.4 %
Mean particle size (<100 nm): 41.2 nm

T
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Figure 3.10: (a) Backscattered electron image of the Cu-5vol.%Al,O3 nanocomposite
powder particle annealed at 600°C for 5 h; (b) particle size distribution of the Al,O3

nanoparticles.

Based on the particle pinning theory [32], the relationship between the particle
parameters (i.e. volume fraction, f, and size, d, of the particles) and grain size D can

be empirically described by the following equation:

D 4

d _ 3f (3-7).
The powder particles annealed at 600°C for 5 h was taken as a model to analyze the
effect of Al,O3 nanoparticles on the grain growth of nanocrystalline Cu matrix of the
Cu-5vol.%Al,03 nanocomposite. In this analysis, Al,Os particles with sizes larger
than 100 nm are not taken into account because of their negligible effect on the
thermal stability of the nanocrystalline Cu matrix. By substituting d=41.19 nm and

f=1.36% presented in Figure 3.9(b) into Equation (3-7), we get D=4038 nm, which
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means that the metastable grain size of the Cu matrix should reach around 4 um. This
value of mean grain size is much larger than the actual mean grain size of the
Cu-5vol.% Al,O3 nanocomposite annealed at 600 °C for 5 hours which is 91 nm, as
determined by both TEM examination and X-ray analysis. The data shown in Figure
3.9(b) show that the total volume fraction of Al,O3 nanoparticles accounted for in the
measurement is 3.23vol.%, indicating that there is still ~1.77vol.%Al,O3 left in the
matrix and which may be in the form of AI**/O?% clusters, being too small to be
resolved clearly by SEM and TEM. If we assume that the AI**/O% clusters have a
mean size of 5 nm and then do the calculation using Equation (3-7) again, the
calculation generates a D value of 376 nm, which is still 4 times higher than the actual
average grain size of 91 nm. This means that the high thermal stability of as-milled
powder particles observed may not be entirely provided by the pinning effect of Al,O3

nanoparticles and AI**/O% clusters, and other stabilization factors may be involved.

In nanostructured materials fabricated by HEMM, the impurities coming from the
ambient environment and/or milling tools can strongly influence the thermal stability
of the materials produced and such impurities may play an important role in
enhancing the stability of the nanostructure of the powder particles [18,20,19,33].
After 24 h milling, the chemical composition of the milled powder examined by XRF
includes 0.175wt.%Fe. Fe has very limited solubility in a Cu lattice at temperatures
lower than 600°C. This implies that the Fe atoms in the nanostructured
Cu-5vol.%Al,0; nanocomposite are very likely segregated at the grain boundary
during annealing at 600°C. The segr/egated Fe atoms at the grain boundaries of the Cu
matrix may impose a retarding force against the motion of the grain boundary via the
solute drag effect. Therefore, both the Zener drag and the solute drag contribute to the

high thermal stability of the milled Cu-5vol.%Al,O3; nanocomposite powder particles.
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3.4 Summary

A systematic investigation of the microstructural changes that occur during isothermal
annealing of a nanostructured Cu-5vol.%Al,03; nanocomposite powder prepared by
high energy mechanical milling has been performed. The results show that annealing
at 300 or 400°C only causes a reduction of the dislocation density of the powder
particles, while annealing at 500 or 600°C causes reduction of dislocation density,
abnormal grain growth of the nanocrystalline Cu matrix and coarsening of Al,O3
nanoparticles. Analysis of the grain growth kinetics of the nanocrystalline Cu matrix
of the Cu-5vol.%Al,03 nanocomposite shows that the apparent activation energy for
the grain growth in the temperature range of 400-600°C is 63.4 kJ/mol, being very
similar to that of monolithic nanocrystalline Cu in the same temperature range and
showing both are grain boundary diffusion controlled. However, the microstructure of
the nanostructured Cu matrix of the nanocomposite exhibits a far higher thermal
stability than that of monolithic nanocrystalline Cu, with most of the Cu grains being
still in the nanometer scale after annealing at 600°C for 5 hours. This high thermal
stability of the nanocrystalline Cu matrix of the nanocomposite can be attributed to
the drag effects of finely distributed Al,Os; nanoparticles, AF*/O* clusters and

impurity Fe atoms on the grain boundary motion.
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Chapter Four

Tensile Properties of Ultrafine Structured Cu-5vol.%Al,0;
Nanocomposites Prepared by High Energy Mechanical

Milling and Powder Compact Extrusion

4.1 Introduction

Metal matrix nanocomposites (MMNCSs) reinforced by a dispersion of nanometer
sized ceramic particles (diameter<100 nm) have been extensively investigated [1-10].
In comparison with metal matrix composites (MMCs) reinforced with micrometer
sized ceramic particles which have also been widely studied, the advantages of using
nanometer sized ceramic particles to reinforce the metal matrix are twofold: stronger
strengthening effects through the Orowan mechanism due to much smaller
interparticle distances [11-12] and prevention of particle cracking during deformation
[13-14]. When the ceramic nanoparticles in the MMNCs are oxide nanoparticles and
their volume fraction is not higher than 5%, such materials are also called oxide

dispersion strengthened (ODS) alloys.

Among MMNCs which have been studied, copper based MMNCs have been most
popular due to their potential of offering high strength, high electrical conductivity
and high microstructural stability at elevated temperatures which are highly desirable
for applications as resistance welding electrodes, electrical contact and connect
materials [12,11,3-5,15,9,16,10,17]. Recently, attention has been paid to combining
grain boundary strengthening of the metal matrix and nanoparticle strengthening to
raise the strength of MMNCs with a given volume fraction of ceramic nanoparticles
to a higher level [5-7,10]. To achieve significant grain boundary strengthening, the

grain size of the metal matrix needs to be reduced to less than 500 nm [18]. Such
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MMNCs are called ultrafine structured MMNCs. The most widely used materials
processing route for synthesizing ultrafine structured MMNCs is high energy
mechanical milling (HEMM) of a mixture of starting powders to produce
nanostructured powder particles with or without nanometer sized ceramic particles
dispersed in them followed by powder consolidation. If the nanoparticles in the final
microstructure are not dispersed inside the powder particles through HEMM, they
may be produced through reactions such as internal oxidation of powders (e.g.
internal oxidation of Cu-Al alloy to form dispersed Al,O3; nanoparticles) or internal
reactions during heat treatment of the milled powders or powder consolidation. As an
excellent example, Nachum et al. [5] recently reported that the ultrafine structured
Cu-(1 and 5)vol.%Al,03; nanocomposites made by a combination of HEMM, powder
oxidation and powder consolidation exhibited high tensile yield strength of up to 460
and 620 MPa, respectively, and a good ductility reflected by an elongation to fracture
of 10%. To reinforce the achievement of this work, our study demonstrates that
ultrafine structured Cu-5vol.%Al,03; nanocomposite samples with a combination of
high strength and good ductility can also be produced by a combination of HEMM of
a mixture of Cu powder and Al,O3; nanoparticles and powder compact extrusion. We
also discovered that dissolution of Al,O3 nanoparticles during heating and extrusion
had a significantly beneficial effect on the mechanical properties of the ultrafine

structured Cu-5vol.%Al,03 nanocomposite.

4.2 Results

From the bright and dark field TEM images and STEM images as shown in Figures
4.1 and 4.2, it can be seen that the sample consolidated at 750°C had a microstructure
consisting of equiaxed Cu grains with sizes in the range of 100-500 nm, and
increasing the extrusion temperature to 900°C did not change the grain sizes
significantly. The XRD patterns of the consolidated samples shown in Figure 4.1(e)

only exhibited diffraction peaks of Cu. The absence of Al,O3; peaks in the XRD
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patterns may be due to low crystallinity and small sizes of gamma Al,O3; nanoparticles.
The mean grain size and internal strain of the two consolidated samples were
estimated based on the XRD line broadening analysis of Cu peaks through the
modified Williamson-Hall and classic Williamson-Hall methods [19-20]. The
background and K., signal were removed and careful correction for instrumental
broadening was done prior to carrying out the analysis. The calculated values of the
mean grain size and the square root of the mean square of the internal strain were 272
nm and 1.24X 10" for the sample extruded at 750°C, and 237 nm and 6.4 107 for
the sample extruded at 900°C. By using the following equation [21-22]:

2\N3 [
P=D—\/b—\/<8 ) (4-1)

where p, D, b and < £ > are the dislocation density, mean grain size, Burgers
vector and mean square of the internal strain of the sample extruded, the dislocation
densities of samples extruded at 750 and 900°C were calculated to be 1.75x10"? and

3.98x10™ m? respectively.
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Figure 4.1: The bright field ((a) and (c)) and dark field ((b) and (d)) TEM micrographs
and XRD patterns ((e)) of Cu-5vol.%Al,0; samples extruded at 750 and 900°C,
respectively.
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Figure 4.2: The STEM images ((a) and (c)) and corresponding EDX Al elemental
maps ((b) and (d)) of Cu-5vol.%Al,0; samples extruded at 750 and 900°C,

respectively.
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Based on the TEM bright field images, STEM images, EDX elemental mapping and
SEM backscattered electron images shown in Figures 4.1-4.3, we can see that the
microstructure of the samples extruded at 750°C had a dispersion of Al,O3
nanoparticles with sizes in the range of 20-345 nm. Based on the SEM backscattered
electron images, the volume fraction of the AlL,Os; nanoparticles and nanoparticle
clusters was estimated to be around 5vol.%, showing that the amount of Al,O3 being
dissolved in the matrix was insignificant. As clearly shown in Figures 4.1(a) and
4.2(a), the Al,O3 nanoparticles/nanoparticle clusters are mostly distributed along the
grain boundaries. With increasing the extrusion temperature from 750 to 900°C, the
sizes of Al,O; nanoparticles/nanoparticle clusters clearly increased to the range of
20-450 nm, and the number density of the Al,O3 nanoparticles/nanoparticle clusters in
the microstructure clearly decreased. Based on the SEM backscattered electron
images of the sample extruded at 900°C, the volume fraction of the Al,O3
nanoparticles/nanoparticle clusters was estimated to be about 1.38vol.%, showing that
3.62vol.% of Al,O3 nanoparticles being dissolved during heating the powder compact
to 900°C and extrusion. The size distributions of Al,O; nanoparticles/nanoparticle
clusters in the two consolidated samples were also determined and they are shown in

Figures 4.3(a) and (b).

R R
5.00um

20.0kV 15.0mm x6.00k YAGBSE 5.00um 20.0kV 16.5mm x6.00k YAGBSE
Figure 4.3: SEM backscattered electron images of Cu-5vol.%Al,03 samples extruded
at different temperatures: (a) 750°C and (b) 900°C. Insets in (a) and (b) are their
corresponding Al,Os particle size distributions.

As seen from the tensile engineering stress-strain curves shown in Figure 4.4 and the
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values listed in Table 4.1, the samples consolidated at 750 and 900°C had an average
yield strength (YS) of 414 and 566 MPa, an average ultimate tensile strength (UTS)
of 478 and 630 MPa and an average elongation to fracture of 5.65% and 7.6%,

respectively.
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Figure 4.4: The tensile engineering stress-engineering strain curves of
Cu-5vol.%Al,05 samples extruded at 750 and 900°C, respectively.

Table 4.1: The average tensile yield strength (YS), ultimate tensile strength (UTS) and
elongation to fracture (g¢) of the Cu-5vol.%Al,03 samples extruded at 750 and 900°C,
respectively.

ET (°C) YS (MPa) UTS (MPa) £6(%)
750 414 + 46.4 478 + 1.7 5.65 + 2.26
900 566.5 + 10.4 630 + 6.2 7.54 + 2.67

ET: Extrusion temperature.

As shown by the tensile stress-strain curves, the samples exhibited nearly ideal (or
nearly perfect) plastic deformation in tension, being lack of both significant strain
hardening and necking before fracturing. This observation is consistent with similar

observations made on tensile mechanical response of ultrafine structured Cu-(1 and
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5)vol.%Al,0; nanocomposites [5] and nanocrystalline pure Cu [23]. As shown in
Figure 4.5(a), the fracture surfaces of the tensile test specimens cut from the sample
extruded at 750°C showed a large number of rounded dimples which are indicators of
cavities formed through Al,O3; nanoparticle/Cu matrix decohesion and perhaps also
debonding at prior interparticle boundaries during plastic deformation. On the other
hand, as shown in Figure 4.5(b), the fracture surfaces of the tensile test specimens cut
from the sample extruded at 900°C showed a much smaller number of rounded
dimples. Instead, much larger and deeper dimples formed by intergranular fracture
and smaller and shallower dimples formed through transgranular fracture were

observed.

L SRR TR g gl P e

[20.0kV. 15.0mm x10.0k SE(M,-50) i
Figure 4.5: The fracture surfaces of Cu-5vol.%Al,03; samples extruded at 750 and
900°C, respectively.
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4.3 Discussion

It can be envisaged that the yield strength of the Cu-5vol.%Al,0; nanocomposite
samples, oy, is the sum of the basic strength of copper associated with lattice friction
of dislocations, oy, the strength increase caused by grain boundary strengthening,
Aogp, Nanoparticle strengthening, Aoy, and dislocation strengthening, Ac,. Thus, we

have the following equation:

o,=0,+Aocy, +Aoc,, +Ac, (4-2).

For copper, o, is quite small, being in the order of 5 MPa [24]. Aoy, can be

estimated by using the Hall-Petch relationship which is expressed by the following

equation:
-1/2
Aoy, = Kyp D (4-3),

where kyp is the Hall-Petch coefficient. Based on previous work on the relationship
between the strength of copper and its mean grain size [25], we can take k = 0.142
MPa m'2. As mentioned above, the mean grain sizes of samples extruded at 750 and

900°C are 272 and 237 nm, respectively. By using Equation (4-3), it can be estimated
that Aoy, is 272 and 291 MPa for the samples extruded at 750 and 900°C,

respectively. Based on the Orowan mechanism of nanoparticle strengthening which

considers the interaction between dislocations and non-shearable nanoparticles
leading to the formation of Orowan loops [26], Ac,, can be estimated using the

following equation:
Gb, (T
Ao, = 0.137 In [Fp] (4-4),

where G is the shear modulus, b is the Burgers vector, r, is the mean radius of the

21
nanoparticles and A=r |— [27] is the interparticle spacing (f is the volume
"\ 3f

fraction of the nanoparticles). For copper, we can take G = 47.7 GPa and b = 0.256
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nm [28,24]. For the sample extruded at 750°C, the nanoparticle clusters with sizes
greater than 200 nm are disregarded in the consideration, since they are too large to be
effective in causing strengthening through forming dislocation loops. For particles
with sizes smaller than 200 nm, based on Figure 4.3(a), the volume fraction and mean
radius size of Al,O3 nanoparticles are 2.43% and 52.5 nm and thus A = 487.3 nm. The
same consideration is also used for the sample extruded at 900°C, based on Figure
4.3(b), the volume fraction and mean radius of Al,O3 nanoparticles smaller than 200

nm are 0.5% and 41.3 nm and from which we can get A = 845.1 nm. Using this
information and Equation (4-3), it can be estimated that Ac,, = 17.3 and 10 MPa for

the samples extruded at 750 and 900°C, respectively.

The dislocation strengthening, Ao, can be estimated based on the Taylor equation
[26]:
AGp =M OCGb\/,O (4-5),

where M and o are the Taylor coefficient and strength coefficient of the dislocation
network which can be taken to be 3.06 and 0.2 [17]. As mentioned above, the

dislocation densities are 1.75x10" and 3.98x10** m™ for the samples extruded at 750

and 900°C, respectively. Using this information and Equation (4-4), Ao, can be

p
estimated to be 31 and 47 MPa for the samples extruded at 750 and 900°C,

respectively.

The sums of oy + Aoy, + Aoy, + Ao, are 335 and 353 MPa for samples extruded at

N
750 and 900°C, respectively. Referring to Table 4.1, it can be seen that these sums are
about 79 and 214 MPa lower than the actual yield strength of the samples
consolidated at 750 and 900°C, respectively. For the sample consolidated at 750°C,
this significant discrepancy may be caused by the disregard of the synergy between
grain boundary strengthening, which is the basis of the Hall-Petch relationship

between strength increase and grain size, and nanoparticle strengthening in
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calculating the contributions of different strengthening mechanisms. As has been well
shown, Equation (4-3) [26] does not make any consideration of the effect of presence
of hard nanoparticles on grain boundary strengthening. Similarly, Equation (4-4) was
derived based on the consideration that Orowan loops form around hard nanoparticles
without the interference of grain boundaries. This is certainly not true for ultrafine
structured metal matrix nanocomposites where the grain sizes are very similar to the
distances between nanoparticles. More theoretical work is needed to quantify the
synergy between grain boundary strengthening and nanoparticle strengthening in

ultrafine structured MMNCs.

For the sample extruded at 900°C, the discrepancy is even larger. The very small
volume fraction of particles (0.5%) present in the microstructure of this sample would
not be sufficient to induce a large enough synergistic effect of nanoparticle
strengthening and grain boundary strengthening to account for the approximate 250
MPa discrepancy. It is clear that the main possible reason for this discrepancy is the
disregard of the strengthening effect of AI** and O% ions and AI**/O? clusters in the
Cu matrix FCC lattice formed by the dissolution of Al,O3 nanoparticles. At this point
of research, it is not clear in which form the A** and O® ions exist in FCC Cu lattice.
Since AI** and O ions are highly charged, it is very likely that they form electrically
neutral AI**/O% clusters. The fact that the dissolution of 3.62vol.%Al,05 nanoparticles
did not cause any change of the lattice parameter of the Cu lattice (as confirmed by
XRD analysis shown above) strongly suggest that all or most of the A" and O* ions
exist in the form of nanometer sized and electrically neutral AP*/O* clusters. It can be
envisaged that the very strong electrostatic attraction within the clusters would not
allow the dislocations to cut through, and the dislocations would have to bypass the
clusters by forming Orowan loops. This means that we can estimate the contribution
of the strengthening effect of AIF*/O% clusters based on the Orowan looping

mechanism. If we take r,= 5 nm and f = 3.62vol.%, we get A = 38 nm. Substituting

this data into Equation (4-3) and doing the calculation would give Aop(A|3+/OZ') =
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125.3 MPa. This value is still not sufficient to account for the 214 MPa discrepancy.

However, if we take r, = 3 nm and f = 3.62vol.%, we can get A = 22.81 nm.
Substituting this into Equation (4-3), we get Ao, (AI**/0*) = 208.7 MPa. This value

is very close to the 214 MPa discrepancy. This strongly suggests that the dissolution
of Al,O3 nanoparticles lead to the formation of AI**/O* clusters with sizes around 3

nm.

4.4 Summary

Ultrafine structured Cu-5vol.%Al,03; metal matrix nanocomposite samples prepared
by a combination of high energy mechanical milling of a mixture of Cu powder and
Al,O3; nanopowder and powder compact extrusion exhibit different microstructures
due to the use of different extrusion temperatures (750 and 900°C). Increasing the
extrusion temperature from 750 to 900°C causes a large fraction of the Al,O3
nanoparticles to dissolve, and the dissolution of Al,O3; nanoparticles brings a dramatic
beneficial effect: significant increase of the strength and clear increase of tensile
ductility. It appears that this beneficial effect is caused by the strengthening effect of
nanometer sized (possibly around 3 nm) AI**/O* clusters formed as a result of the

dissolution of Al,O3 nanoparticles.
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Chapter Five

Microstructures and Tensile Properties of Ultrafine
Structured Cu-5vol.%AIl1203 Nanocomposite Synthesized by

Powder Compact Extrusion at Different Temperatures

5.1 Introduction

Bulk ultrafine structured metal matrix nanocomposites (MMNCs) combine grain
boundary strengthening, ceramic nanoparticles strengthening, as well as other
strengthening mechanisms applicable to conventional metals such as solution
hardening, strain hardening and precipitate hardening, and thus have the potential of
offering high strength while retaining good ductility. The established favorable effect
of ceramic nanoparticles on stabilizing the microstructures of ultrafine grained metal
matrix [1-7] through the Zener pinning of grain boundaries allow these materials to be
processed and used at elevated temperatures without totally losing the ultrafine
structures which are critical to maintaining the grain boundary strengthening effect.
When ultrafine structured MMNCs are fabricated by thermomechanical consolidation
of nanostructured MMNC powders, there is an additional microstructural factor which
can play a critical role in determining the mechanical properties of the bulk solid

materials. This factor is the interparticle atomic bonding.

Powder compact extrusion is one of the thermomechanical powder consolidation
techniques which has been widely used in fabricating bulk ultrafine structured
MMNCs from nanostructured MMNC powders which are often produced by high
energy mechanical milling of a mixture of metal powder and ceramic nanopowder. It
has been well established that one of the key process parameters, the extrusion

temperature, can have a significant effect on the matrix microstructure such as grain
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sizes, the nanoparticle size, and the level of interparticle atomic bonding, all of which
can lead to changes to mechanical properties of the materials reflected by strength and
ductility. By changing the extrusion temperature, ultrafine structured MMNC samples
with different matrix microstructures, different sizes of ceramic nanoparticles and
different levels of interparticle atomic bonding can be fabricated. Studying the
microstructures and mechanical properties of these samples systematically can allow
us to get important outcomes for research on ultrafine structured MMNCs. One
outcome is that it can elucidate the effect of extrusion temperature on the
microstructure, level of interparticle bonding and mechanical properties of the
ultrafine structured MMNCs, and thus can give an indication of the optimum range of
extrusion temperatures for fabricating ultrafine structured MMNCs with desirable
mechanical properties. The other outcome is that this study allows correlation of
microstructure, level of interparticle atomic bonding and mechanical properties which
in turn reflects the underlying linkage between the microstructure, level of atomic

bonding and mechanical properties.

A number of studies on ultrafine structured MMNCs made by consolidation of
nanostructured MMNC powders have shown that ceramic nanoparticles can
substantially enhance the strength and thermal stability of materials by interacting
with dislocations and inhibiting the migration of grain boundaries [8-11]. For example,
an ultrafine structured Mo-0.6wt.% La,O3; nanocomposite with La,O3 nanoparticles
uniformly distributed within ultrafine Mo grains had a yield strength value of 813
MPa, which is 418 MPa higher than that of conventional monolithic Mo [8]. The
microstructure and hardness of oxide dispersion strengthened (ODS) ultrafine
structured ferritic steel annealed in the temperature range 650-1350°C for 1h was
found to remain stable at temperatures up to 1250°C [10]. In this study, bulk ultrafine
structured MMNC samples with different microstructures, different sizes and volume
fractions of Al,O3; nanoparticles and different levels of interparticle atomic bonding
were fabricated by consolidating a nanostructured Cu-5vol.%Al,03 MMNC powder
by powder compact extrusion at temperatures ranging from 300 to 900°C.
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Subsequently, the microstructure and mechanical properties of these samples were
investigated in detail to determine the influence of extrusion temperature on their
microstructures and room temperature tensile properties and establish the correlation
between the matrix microstructure, Al,O3; nanoparticle size and volume fraction,
interparticle atomic bonding and mechanical properties. The contributions of different
strengthening mechanisms to the strength of the ultrafine structured MMNCs,
different superposition models of basic strengthening mechanisms to the prediction of
the strength of samples and the influence of the key microstructural and interparticle

atomic bonding factors on the tensile ductility of the material are discussed.

5.2 Results

5.2.1 Microstructure

TEM bright field and STEM micrographs shown in Figures 5.1 and 5.2 illustrate the
microstructures of the Cu matrix of the ultrafine structured Cu-5vol.%Al,03
nanocomposite samples extruded at four temperatures ranging from 300-900°C. It can
be seen clearly that the microstructure of the ultrafine structured Cu matrix becomes
coarser as the extrusion temperature increases. The ultrafine structured
Cu-5vol.%Al,03 nanocomposite samples had a high density of dislocations in the Cu
grains as indicated by their heavy contrast in the TEM bright field images (Figure
5.1).
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Figure 5.1: TEM bright field micrographs and corresponding SAED patterns (insets)
of the ultrafine structured Cu-5vol.%Al,0; nanocomposite samples extruded at
different temperatures: (a) 300°C, (b) 500°C, (c) 700°C and (d) 900°C.
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Figure 5.2: STEM micrographs ((a)-(d)) and EDX Al elemental maps ((al)-(d1) of the
ultrafine structured Cu-5vol.%Al,03; nanocomposite samples extruded at different
temperatures: (a) and (al) 300°C; (b) and (b1) 500°C; (c) and (c1) 700°C and (d) and
(d1) 900°C.

The Cu grain size distributions of the ultrafine structured Cu-5vol.%Al,O;
nanocomposite samples extruded at 300, 500, 700 and 900°C, shown in Figure 5.3,
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demonstrate that the extruded samples have a wide range of grain sizes ranging from
nanometer scale to submicrometer scale, and the sizes of the majority of Cu grains in
the extruded samples are in the range 100-500 nm. Figure 5.3 also shows that the
volume fraction of the nanometer sized Cu grains in the extruded sample decreases
when the extrusion temperature increases, suggesting that grain growth occurs during

the heating and extrusion of the powder compacts.
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Figure 5.3: Cu grain size distributions of the ultrafine structured Cu-5vol.%Al,0;
nanocomposite samples extruded at (a) 300°C, (b) 500°C, (c) 700°C and (d) 900°C,
respectively.

Figure 5.4 shows the mean grain size of Cu matrix of the ultrafine structured
Cu-5vol.%Al,03 nanocomposite samples as a function of extrusion temperature from
300 to 900°C. It shows clearly that the mean grain size of the Cu matrix increases
with increasing extrusion temperature, and there is a critical temperature of 800°C
below which the grain growth of Cu is limited, with the mean grain size of Cu
increasing slowly from 132 and 204 nm between extrusion temperatures of 300 to

800°C. However, increasing the extrusion temperature from 800 to 900°C, the mean
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grain size of the Cu matrix increases dramatically 204 to 263 nm.
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Figure 5.4: The mean grain sizes of the Cu matrix of the ultrafine structured
Cu-5vol.%Al,03; nanocomposite samples as a function of extrusion temperature.

As shown in Figures 5.2(al-dl), the EDX Al elemental maps show that Al,Os;
nanoparticles coarsen and their volume fraction increases with increasing the
extrusion temperature. Such coarsening results in a clear increase of the relative
volume fraction of Al,O3; nanoparticles with sizes larger than 100 nm from 7.7 to 82.9%
with the increase of the extrusion temperature from 300 to 900°C, as shown in Figures
5.5-5.7. Furthermore, the volume fraction of Al,O; nanoparticles in the ultrafine
structured Cu-5vol.%Al,03 nanocomposite samples increases progressively from 0.75
to 4% with increasing the extrusion temperature from 300 to 900°C. The fact that the
measured volume fractions of Al,Os; nanoparticles in all ultrafine structured
Cu-5vol.%Al,03; nanocomposite samples are below the nominal value of 5vol.%
indicates that there is still a fraction of Al,O3 nanoparticles being dissolved in the
ultrafine structured Cu matrix after extrusion. The volume fraction of dissolved Al,O3
in the sample extruded at 300°C was 4.25%, suggesting that the majority of Al,O3
nanoparticles added to the initial powder mixture were dissolved during high energy
mechanical milling (HEMM). The decrease of the volume fraction of dissolved Al,O3

from 4.25 to 1% with increasing the extrusion temperature from 300 to 900°C
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suggests that the dissolved Al,O3 precipitates out during the induction heating and
extrusion, and the amount of Al,O; precipitating out increases significantly with

increasing the extrusion temperature.

Figure 5.5: SEM backscattered electron images showing the Al,O; nanoparticles in
the ultrafine structured Cu-5vol.%Al,03; nanocomposite samples extruded at different
temperatures: (a) 300°C; (b) 500°C; (c) 700°C and (d) 900°C.
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and (d) 900°C, respectively.
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Figure 5.7: The mean particle size and volume fraction of the Al,O3; nanoparticles in
the ultrafine structured Cu-5vol.%Al,0; nanocomposite samples as functions of
extrusion temperature.

The XRD patterns of the extruded samples shown in Figure 5.8 show that the lattice
parameter of the Cu matrix is not affected by the difference in the volume fraction of
the Al,O3 nanoparticles dissolved in the Cu matrix. This indicates that the vast
majority of the Al,O3 in nanostructured Cu matrix of Cu-5vol.%Al,O3 nanocomposite
powder particles produced by HEMM may exist in AI**/O% clusters which are too
small to be resolved by TEM, STEM and SEM. This speculation is in agreement with
the experimental observations made by Dai et al. [12] and Toualbi et al. [13] which
show the Y,0; from dissolution of initially added Y,03; nanoparticles in the ferritic
matrix after 48 or 100 h of HEMM exist in the form of clusters of very small sizes. It
appears that the Al,O3; nanoparticles in the extruded samples tend to be distributed at
the grain boundaries of the Cu matrix, as indicated by white dots shown in TEM and

STEM images (Figures 5.1 and 5.2).
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Figure 5.8: XRD patterns of the ultrafine structured Cu-5vol.%Al,03; nanocomposite
samples extruded at 300, 500, 700 and 900°C, respectively.

5.2.2 Effect of the Extrusion Temperature on Mechanical Properties

As shown in Figure 5.9, the Vickers microhardness of ultrafine structured
Cu-5vol.%Al,03 nanocomposite samples decreases almost linearly from 2.1 to 1.8

GPa as the extrusion temperature increases from 300 to 900°C.
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Figure 5.9: The microhardness of the ultrafine structured Cu-5vol.%Al,03
nanocomposite samples as a function of extrusion temperature.
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As shown by the engineering tensile stress-strain curves and the images of the tensile
test specimens shown in Figure 5.10(a), the tensile specimens cut from the samples
extruded at 500°C or lower fractured prematurely before reaching their UTS and the
fracture occurred at the corners of the specimens. On the other hand, the specimens
cut from the samples extruded at temperatures of 700°C or higher fractured after
reaching the UTS and the fracture occurred well within the gauge length of the tensile
test specimens. It is apparent that the tensile test specimens cut from samples extruded
at higher temperatures have a greater plastic strain to fracture with slightly decreased
values of strength, as shown in Figure 5.10(a). Figure 5.10(b) shows the averaged
tensile test results of the samples as functions of extrusion temperature in the range of
300-900°C. The samples extruded at temperatures <400°C failed prematurely before
reaching their YS. Hence, the YS shown in Figure 5.10(b) are only for those samples
extruded at T>500°C. As shown in Figure 5.10(b), the YS of the samples extruded
first decreased from 517 to 466 MPa with increasing the extrusion temperature from
500 to 800°C, and then increase slightly from 466 to 472 MPa when the extrusion
temperature is increased to 900°C. It is noted that the samples extruded at
temperatures <500°C do not have UTS due to early fracture and only have fracture
strength (FS). For the samples extruded at temperatures >600°C, the value of the UTS
changed little with increasing the extrusion temperature from 600 to 900°C and thus
had a small range of 546-564 MPa. On the other hand, the plastic strain to fracture of
the extruded samples increased almost linearly from 0.76 to 2.48% when the extrusion
temperature increased from 500 to 800°C and then increased rapidly to 5.82% with
increasing the extrusion temperature from 800 to 900°C, as shown in Figures 5.10(a)

and (b).
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Figure 5.10: (a) Engineering tensile stress-strain curves of the ultrafine structured
Cu-5vol.%Al,03 nanocomposite samples extruded at 300, 500, 700 and 900°C, (the
examples of fractured specimens cut from different extruded samples are shown in the
inset); (b) FS, YS, UTS and plastic strain to fracture of the ultrafine structured
Cu-5vol.%Al,03; nanocomposite samples as functions of extrusion temperature.
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As shown by the images of the tensile test specimens in Figure 5.10(a), the fracture of
the specimens cut from samples extruded at 300 and 500°C occurred near the corners
where the width of the specimen changes, while the tensile test specimens cut from
samples extruded at 700 and 900°C occurred at locations well within the gauge length
of the specimens. This indicates that the former fractures through cracks nucleated
from surface corners where stress concentration occurs, while the latter fractures
through formation of cavities inside the specimens. Indeed the top view of the
fractured specimens (Figure 5.11) shows clearly that the fracture of the tensile test
specimens cut from the samples extruded at 300 and 500°C initiated from the side
surfaces of the specimens, while the fracture of the tensile test specimens cut from the
samples extruded at 700 and 900°C initiated from cavities formed inside the

specimens.

Figure 5.11: Top views of the fractured tensile test specimens cut from the ultrafine
structured Cu-5vol.%Al,03 nanocomposite samples extruded at (a) 300, (b) 500, (c)
700 and (d) 900°C, respectively.

The low magnification SEM images of the fracture surfaces of the tensile test
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specimens (Figure 5.12) show that the fracture surfaces of the tensile test specimens
cut from samples extruded at 300 and 500°C are fairly smooth and lack large sized
dimples, while the fracture surfaces of the tensile test specimens cut from samples
extruded at 700 and 900°C are fairly rough, and contain large sized dimples and
secondary cracks (indicated by arrows in Figures 5.12(a) and (b)). On the other hand,
high magnification SEM images of the fracture surfaces of the tensile test specimens
(Figure 5.13) show that the fracture surfaces of the tensile test specimens cut from
samples extruded at 300 and 500°C are fairly rough, consisting of micrometer sized
dimples and submicrometer sized features of intergranular fracture, while the fracture
surfaces of the tensile test specimens cut from samples extruded at 700 and 900°C are
fairly smooth, only consisting of submicrometer sized features of intergranular

fracture.

Figure 5.12: Low magnification SEM images of fracture surfaces of the tensile test
specimens cut from the ultrafine structured Cu-5vol.%Al,0O3; nanocomposite samples
extruded at (a) 300°C, (b) 500°C, (c) 700°C and (d) 900°C, respectively.
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Figure 5.13: High magnification SEM images of the fracture surfaces of the tensile
test specimens cut from the ultrafine structured Cu-5vol.%Al,O3 nanocomposite
samples extruded at (a) 300°C, (b) 500°C, (c) 700°C and (d) 900°C, respectively.

SEM examination of the longitudinal sections of the tensile test specimens near their
fracture surfaces (Figure 5.14) failed to reveal any cavities formed by separation of
the powder particles under tensile stress. However, two distinct crack paths were
observed for the tensile test specimens. The tensile test specimens cut from the
samples extruded at 300 and 500°C had fairly straight crack paths, whereas the crack
paths were curved for the tensile test specimens cut from the samples extruded at 700
and 900°C and the secondary cracks were also found. Here, the relatively straight
crack path means that the specimen has a low resistance to crack propagation, leading
to a low fracture toughness. On the other hand, the relatively curved crack path with
the secondary cracks could offer a high resistance to crack propagation, leading to a

high fracture toughness.
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Figure 5.14: Longitudinal sections of the fractured tensile test specimens cut from the
ultrafine structured Cu-5vol.%Al,03 nanocomposite samples extruded at (a) 300°C, (b)
500°C, (c) 700°C and (d) 900°C, respectively.

5.3 Discussion

5.3.1 Contributions of Different Strengthening Mechanisms

Based on the published literature [14-16], the value of the yield strength, o, , of an
ultrafine structured metal strengthened with homogeneously distributed second phase
nanoparticles mainly depends on grain boundary strengthening, Ao, nanoparticle
strengthening, Aoy, , and strain hardening, Ao, . In this study, the yield strength of

the ultrafine structured Cu-5vol.%Al,03 nanocomposite samples is mostly determined

by these three strengthening contributions as the basic strength of copper associated

with lattice friction of dislocations, o, is quite small being in the order of 5 MPa
[17]. Aoy can be evaluated by using the Hall-Petch relationship which is expressed

by the following equation [18-19]:
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_ -1/2
Aoy, =kpD (5-1),
where k. is the Hall-Petch coefficient being taken to be 0.112 MPa m'? [20] and D

IS mean grain size. Orowan strengthening (Ao, ) originates from the interaction of

mobile dislocations with non-shearable nanoparticles resulting in the formation of

Orowan loops [21] and can be evaluated by the equation as given below:
Gb, (r
Ao, =0.13—In| — 5-2),
-0 1) -
where G is the shear modulus, b is the Burgers vector, A is the inter-nanoparticle

2
spacing and equal to r @—TJ [22] (f is the volume fraction of nanoparticles and r is

the mean radius of the nanoparticles). For Cu, G and b are 47.7 GPa and 0.256 nm
[17], respectively. It is worth pointing out that only Al,O3; nanoparticles which can be

resolved by SEM were considered to evaluate the strength increase caused by the

Orowan mechanism. The strain hardening, Ao, is from the interaction of sliding

dislocations with the configurations of dislocations and can be estimated based on the

Taylor equation [21]:

Ao, =MaGb\/p (5-3),

where M is the Taylor factor and 3.06 for copper [17], « is the strength coefficient
of the dislocation network which can be taken to be 0.2 [14] and p is the dislocation
density of the material prepared. The calculation procedure of the dislocation density
was given in Chapter Three. Substitution of corresponding parameters and
experimental data into the grain boundary strengthening, nanoparticle strengthening
and strain hardening models allows us to obtain the contributions of different
strengthening mechanisms of the ultrafine structured Cu-5vol.%Al,0; nanocomposite
samples as a function of extrusion temperature (Figure 5.15(a)). Clearly, the grain
boundary strengthening is the most effective way in strengthening the ultrafine
structured Cu-5vol.%Al,03 nanocomposite sample compared with nanoparticle

strengthening and strain hardening.
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Figure 5.15: (a) Contributions of the three strengthening mechanisms of the ultrafine
structured Cu-5vol.%Al,0; nanocomposite samples as a function of extrusion
temperature; (b) Calculated and experimentally measured values of yield strength of
the extruded samples as a function of extrusion temperature.

The grain boundary strengthening, nanoparticle strengthening and strain hardening
models are used to construct an equation to predict the yield strength of the ultrafine
structured Cu-5vol.%Al,03; nanocomposite samples. The constructed equation has the
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following expression [23-25]:

_ k k k\L/k
o,=0y+(0y, +0,+0,) (5-4),

where k is an adjustable parameter depending on the strengthening mechanisms
involved and normally within the range of 1-2. If there is no interaction between the
involved strengthening mechanisms, a linear superposition of different strengthening

mechanisms can be assumed to be valid, i.e., k=1 in Equation (5-4).

The yield strength calculation demonstrated that the calculated values are below
experimentally measured values with a discrepancy being less than 90 MPa for the
extruded samples (Figure 5.15(b)). It should be realized that those Al,O3 nanoparticles
dissolved in the Cu matrix which cannot be resolved by SEM were not taken into
account in the calculation of the Orowan strengthening contribution. The dissolved
Al,O3 may exist as AI**/O% clusters. The fraction of the dissolved Al,O3 nanoparticles
must interact with dislocations to further strengthen the matrix. Within clusters there
is an extremely strong electric field which could generate a very large electrostatic
force to inhibit dislocations cutting through. This effect would force a dislocation to
bow out and leave a loop behind after passing through AI**/O% clusters. Consequently,
it can be assumed that the dissolved Al,O3 nanoparticles which have a mean particle
size of 10 nm interact with dislocations through the Orowan mechanism. The
strengthening contribution from the dissolved Al,O; nanoparticles to the overall
strength of the extruded sample was estimated by using Equation (5-2) for each
studied extrusion temperature and is presented in Table 5.1. As seen in Table 5.1, the
sums of various strengthening contributions of the extruded ultrafine structured
Cu-5vol.%Al,03; nanocomposite samples show reasonable agreements with their
experimental results. The agreement between the calculated strength and
experimentally measured one reveals that the analysis on the contributions of different
strengthening mechanisms plays a very significant role in linking the strength of an
ultrafine structured metal matrix nanocomposite to its microstructural features and

understanding its dominant strengthening contributions. Such information can be used
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as a reference to tailor an ultrafine structured metal matrix nanocomposite with

superior mechanical property.

Table 5.1 The values of different strengthening contributions, total calculated strength
and the measured strength of ultrafine structured Cu-5vol.%Al,03 nanocomposites
extruded at T>500°C.

Resolved Dissolved Grain Total
Extrusion Peierls  Dislocation Al,O4 Al,O3 boundary calculated Measured

temperature  force  contribution  nanoparticles  nanoparticles  contribution  Strength strength

(°C) (MPa) (MPa) contribution contribution (MPa) (MPa) (MPa)
(MPa) (MPa)

500 5 150 25 123 273 576 517

600 5 131 43 110 263 552 482

700 5 133 34 102 260 534 469

800 5 131 35 91 248 510 466

900 5 120 38 80 219 462 472

5.3.2 Effect of Extrusion Temperature

It is known that the ductility of a bulk material consolidated from powders is
associated with its densification level and interparticle bonding. In general, a full
density and complete chemical bonding between powder particles can be achieved by
the combination of large plastic flow and high temperature during consolidation.
Previous studies [26-27] have shown that when the consolidation temperature is
relatively low the ductility of the consolidated material increases with the increase of
the consolidation temperature. The authors attributed this to the improvement of the
interparticle bonding level. In this study, the tensile elongation at failure of ultrafine
structured Cu-5vol.%Al,03 nanocomposite samples increased with the increase of the
extrusion temperature from 300 to 900°C (Figure 5.10). Due to poor interparticle
bonding formed under 500°C, the samples extruded at temperatures <500°C fracture

prematurely before the macroscopic yielding starts. The samples extruded in the
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temperature range 600-800°C have comparable mean Cu grain sizes (Figure 5.4);
however, their interparticle bonding is believed to be enhanced with the increase of
the extrusion temperature. Accordingly, the enhancement of the interparticle bonding
accounts for the increase of the elongation to fracture with the increase of the
extrusion temperature for the samples extruded in the temperature range of 600-800°C.
Arapid increase of the elongation to fracture was observed for the sample extruded at
900°C. For this sample, Al,Os nanoparticles had very little effect in the dislocation
storage during tensile testing as most of them resided on Cu grain boundaries. On the
other hand, its Cu grains underwent significant coarsening which offer more room to
accommodate plastic deformation. Furthermore, the level of the interparticle bonding
of the extruded sample was expected to be further improved when the extrusion
temperature is high up to 900°C. Hence, the substantial increase in ductility observed
for the sample extruded at 900°C mainly comes from the grain growth of the Cu

matrix (Figures 5.1, 5.2, 5.3 and 5.4) and improved interparticle bonding.

The fracture surfaces of the tensile test specimens cut from the extruded samples have
irregular-shaped pits with sizes ranging from several to tens of micrometers
comparable to the sizes of milled nanocomposite powder particles (Figure 2.4).
Similar fracture features were also observed on the fracture surface of the cryomilled
Al-10Ti-2Cu (in wt.%) alloy by Hayes et al. [28]. Such characteristics of the fracture
surface support the speculation that the fracture path of materials produced under
tensile stress is related to their interparticle bonding. According to the characteristic of
powder particle boundaries regarding the interparticle bonding strength, two different
fracture mechanisms which are illustrated by schematics shown in Figure 5.16 are
proposed to describe the fracture behavior of ultrafine structured Cu-5vol.%Al,03
nanocomposite samples extruded at different temperatures. Mechanism | illustrated in
Figure 5.16(a) is applicable to the samples extruded at T<500°C. For these samples,
the powder particle boundaries have not transformed into grain boundaries through
extrusion and the interparticle bonding strength is weak so that a fatal crack can be
initiated by a surface flaw of the tensile test specimen due to lack of sufficient plastic
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deformation to resist the crack formation. The presence of the crack results in the
nucleation and growth of cavities at its tip and then the linkage of cavities ahead of
the crack tip leads to the propagation of the crack and cause the failure of the samples.
Mechanism 11 illustrated in Figure 5.16(b) is applicable to those samples extruded at
temperatures >700°C where the surface defect is not able to act as a crack nucleation
site because a complete transformation of powder particle boundaries into grain
boundaries has been achieved, and the sample has a sufficiently high tolerance to the
surface flaws. In this case, cavities first nucleate at grain boundary junctions and/or
the matrix-particle interfaces where stress concentration occurs, and then grow,

coalesce, and finally cause the fracture of the tensile test specimen.
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Figure 5.16: Schematics of the fracture mechanism of the tensile test specimens cut
from the extruded ultrafine structured Cu-5vol.%Al,O3; nanocomposite samples. (a):
the fracture mode of the samples extruded at T<500°C; (b): the fracture mode of the
samples extruded at T>700°C.
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5.4 Summary

The microstructures and tensile properties of ultrafine structured Cu-5vol.%Al;0s

nanocomposite samples extruded at temperatures in the range 300-900°C were

systematically investigated in the present study and the following conclusions can be
drawn:

(1) Cu grains, the sizes and volume fractions of Al,O3; nanoparticles and the levels of
interparticle atomic bonding of ultrafine structured Cu-5vol.%Al;0s
nanocomposites increase with increasing extrusion temperature from 300 to
900°C;

(2) Grain boundary strengthening has the largest contribution to the strength of the
extruded samples relative to the nanoparticle strengthening and strain hardening.

The yield strength of the extruded samples calculated by using the linear model of
O,=03+0y,+0,,+0, shows an appropriate agreement with the

experimentally measured value;

(3) The tensile ductility of the samples is proportional to the extrusion temperature
and associated with the interparticle atomic bonding and the microstructure of the
Cu matrix. The ductility of the extruded samples is primarily determined by the
interparticle bonding when T<800°C; when T=900°C it is controlled by both the

interparticle bonding and the microstructure of the Cu matrix.
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Chapter Six

Effect of Annealing Temperature on Microstructure and
Microhardness of an Ultrafine Structured Cu-5vol.%Al,0;

Nanocomposite

6.1 Introduction

Annealing plays a very important role in determining the thermal stability and
optimizing the mechanical properties of materials. By annealing bulk ultrafine
structured MMNCs consolidated by powder compact extrusion at different
temperatures, different matrix microstructures, nanoparticle sizes and different
strengths, reflected by microhardness values, can be produced. This microstructural
and mechanical property data obtained through annealing can be further used to judge
the thermal stability of the material and as input parameters to optimize the materials
property. It has been shown by previous studies that the microstructural stability and
associated stable mechanical properties, of bulk ultrafine structured MMNCs
consolidated is largely controlled by the resistance of nanoparticles to coarsening

[1-3]

In the present study, a bulk ultrafine structured Cu-5vol.%Al,0; nanocomposite
sample extruded at 900°C was annealed at temperatures ranging from 500 to 900°C
for 1 hour to establish the relationship between the microstructure and mechanical
property of the sample annealed and to further understand the role of ceramic

nanoparticles on the thermal stability of bulk ultrafine structured MMNCs materials.
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6.2 Results

6.2.1 The effect of annealing on microstructure

Figure 6.1 presents the TEM bright field images of the microstructures of the
Cu-5vol.%Al,0; nanocomposite sample before and after annealing at different
temperatures. As shown in Figure 6.1(a), the microstructure of as-extruded sample
consisted of ultrafine Cu grains which contained considerable dislocations. The sizes
of the Cu grains increased with increasing the annealing temperature from 500 to

900°C, as shown in Figures 6.1(b)-(d).

Figure 6.1: Bright field TEM micrograghs of the microstructures of (a) the
as-extruded Cu-5vol.%Al,0; nanocomposite sample and (b)-(d) the extruded sample
after annealing at 500, 700 and 900°C for 1 h, respectively. The insets are their
corresponding SAED patterns.
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The variation of the average Cu grain size of the samples is presented in Figure 6.2.
After annealing the extruded sample at 500°C for 1h, the average value of Cu grain
size remained almost unchanged. The average Cu grain size of the extruded sample
increased gradually with increasing annealing temperature and reached a value of 336

nm at 900°C, as shown in Figure 6.2.
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Figure 6.2: The average Cu grain size of the as-extruded Cu-5vol.%Al,03
nanocomposite sample as a function of annealing temperature.

The microstructural change of the Cu matrix of the samples can be further quantified
by the change of grain size distribution. As shown in Figure 6.3, in comparison with
the as-extruded sample, the range of the Cu grain size distribution of the sample
annealed shifted from left to right. This means that with increased annealing
temperature, the volume fraction of smaller Cu grains decreases, indicating that the
growth of Cu grains occurs. The extent of shifting was proportional to the annealing
temperature, suggesting that the amount of Cu grain growth increases with increasing

annealing temperature.

93



Chapter Six: Effect of Annealing Temperature on Microstructure and Microhardness
of an Ultrafine Structured Cu-5vol.%Al,0; Nanocomposite

=
o

q -

— ] (2} — lib

ﬁ :: ) N EHI ] i..

- e 1

B £

= g -] i

£l ER o | .

2 ad g2 1Ek B R

B2 H & | .E 2 | . B = | i

£ 5 I 3 :]H i

= i =} 4 | El B

& 0 120100200 240 200 330 380 400 440 4B0 530560 = B0 120160 200240 260330 380 490 440 480 830 660
10 Grain size (nm} %9y Grain size {nm)

o | 02Y R

Zo g

= 0 g?

gl AT

e E

bl ¥ 1 u B

E 4 £ Ll {

E 34 E 3 i. ER : |

£ 2 £ 2 t

& 11 e [ el { [ E

5 I 3. dllllmlll [ ;

“1Z0 180 240 300 360 420 450 540 600 680 720
Grain size (nm)

120 180 240 300 J80 420 480 540 600 S60 T20 TEO
Grain siee (nm)

Figure 6.3: Cu grain size distributions of (a) the as-extruded Cu-5vol.%Al,03
nanocomposite sample and the extruded sample annealed at (b) 500, (c) 700 and (d)

900°C for 1 h, respectively.

The SEM backscattered electron images of as-extruded and annealed samples,

as-shown in Figure 6.4, demonstrated the coarsening of Al,O3; nanoparticles in the

microstructure of the extruded sample with the increase of annealing temperature. As

shown in Figure 6.4, it is not easy to see the difference between Al,O3 nanoparticles

from the samples annealed at different temperatures.
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Figure 6.4: Backscattered electron images of (a) the as-extruded Cu-5vol.%Al;0s
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nanocomposite sample and the extruded sample annealed at (b) 500, (c) 700 and (d)

900°C for 1 h, respectively.

To overcome this, the statistical data of Al,O3; nanoparticles of the samples annealed
at different temperatures was collected and is presented in Figures 6.5-6.7,
respectively. From the data shown in Figure 6.5, it can be seen that after 1h annealing
at temperatures <600°C, the average Al,Os particle size of the extruded sample
increased from 100 to 116 nm when the annealing temperature was increased from
room temperature to 600°C. With increasing the annealing temperature to 700°C, the
average particle size of Al,O3 nanoparticles decreased unexpectedly to 95 nm. The
average Al,O; particle size increased with the further increase of the annealing
temperature and reached 126 nm at 900°C. Figure 6.6 presents the change of the
measured Al,O3 volume fraction of the extruded sample with changing the annealing
temperature. It is clear that when the annealing temperature was <600°C, a slight
increase of the volume fraction of Al,O3 nanoparticles of the annealed sample was
observed as compared to that of the as-extruded sample. However, the measured
Al;O3 volume fraction did not change much with the further increase of the annealing

temperature from 600 to 900°C.
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Figure 6.5: The average Al,O3 particle size of the Cu-5vol.%Al,0; nanocomposite
sample extruded as a function of annealing temperature.
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Figure 6.6: The Al,O3; volume fraction of the Cu-5vol.% Al,O3; nanocomposite sample
extruded as a function of annealing temperature.

As shown in Figure 6.7, the relative volume fraction of Al,O3 nanoparticles with sizes
smaller than 70 nm in the microstructure of 500°C annealed sample was clearly lower
than that in the microstructure of the as-extruded sample, indicating that a fraction of
small Al,O3; nanoparticles were consumed to achieve the coarsening of relatively large
Al;O3 nanoparticles. Then with increasing the annealing temperature from 500 to
700°C, the relative volume fraction of Al,O3 nanoparticles with sizes smaller than
70nm increased significantly, indicating the precipitation of AI**/O% clusters in the
extruded sample. Such precipitation which generates a considerable number of small
Al,O3 nanoparticles leads to a sudden reduction in the average Al,Os particle size, as
shown in Figure 6.5. As shown in Figures 6.7(c) and 6.7(d), increasing the annealing
temperature to 900°C, caused the relative volume fraction of Al,O3 nanoparticles with
sizes smaller than 110 nm to decrease markedly, suggesting that coarsening of Al,Os

nanoparticles occurred.
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Figure 6.7: AlLOs particle size distributions of (a) the as-extruded Cu-5vol.%Al,03
nanocomposite sample and the extruded sample annealed at (b) 500, (c) 700 and (d)
900°C for 1 h, respectively.

6.2.2 The effect of heat treatment on microhardness

The microhardness of the extruded sample as a function of annealing temperature is
shown in Figures 6.8. It can be seen that the microhardness of the extruded sample
decreased with increasing the annealing temperature to 600°C from 1.8 to 1.6 GPa. As
the annealing temperature was further increased to 700°C, the microhardness of the
annealed sample suddenly increased to 1.7 GPa. With further increasing the annealing
temperature to 800°C, the microhardness value of the annealed sample decreased
slightly to 1.67 GPa, but then decreased significantly to 1.5 GPa with further

increasing the annealing temperature to 900°C.
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Figure 6.8: The variation of the microhardness of the Cu-5vol.%Al,O3 nanocomposite
sample extruded with the annealing temperature for an annealing time of 1 h.

6.3 Discussion

Figures 6.1, 6.2 and 6.3 demonstrate that the grain growth behavior of the Cu matrix
of the extruded sample occurs during 1h annealing in the temperature range
500-900°C. The average Cu grain size of the annealed sample increases from 263 to
336 nm when the annealing temperature is increased from room temperature to 900°C.
In the present work, the growth behavior of Cu grains during annealing is mainly
determined by the thermal stability of Al,Os; nanoparticles in the extruded sample.
Thus, the low growth rate observed for the Cu grains in the extruded sample is
attributed to the high resistance of Al,O3; nanoparticles to coarsening during annealing.
While the coalescence of Al,O; nanoparticles of the extruded sample was not
significant during the process of annealing, such coarsening may be sufficient to
break the balance between the grain growth driving force and pinning force provided
by Al,O; nanoparticles and subsequently account for the slight Cu grain grow
observed. According to the Ostwald ripening theory [4-5], small Al,O3; nanoparticles
must be consumed to achieve the growth of relatively big Al,O3 nanoparticles of the

extruded sample during annealing. This must lead to the loss of the thermal stability
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of some Cu grains. As a result, inhomogeneous grain growth of the extruded sample

occurred during annealing (Figure 6.1).

Since the microhardness of the ultrafine structured metal matrix nanocomposites is
closely related to its internal stress, average grain size and the size and distribution of
second phase nanoparticles in the matrix, the change of the microhardness value of
the Cu-5vol.%Al,03 nanocomposite sample with the annealing temperature (Figure
6.8) can be explained in terms of the change of its microstructure during annealing.
The observed decrease in the microhardness of the sample annealed at 500°C (Figure
6.8) is primarily caused by the coarsening of Al,O; nanoparticles and Cu grains
(Figures 6.2 and 6.5). When the annealing temperature is increased to 600°C, both Cu
grains and Al,O3; nanoparticles coarsened further which results in a further reduction
in microhardness. Although the sample annealed at 700°C has a greater average Cu
grain size compared with those of the samples annealed at 500 and 600°C (Figure 6.2),
the microhardness is larger. This is likely due to the precipitation of residual
APP*/0% clusters of the as-extruded sample (Figures 6.5-6.7). In other words, the
increase of the microhardness caused by the small precipitated Al,O3; nanoparticles of
the sample annealed at 700°C exceeds the decrease of the microhardness resulting
from the reduction of the dislocation density, Cu grain growth and the Al,Os;
nanoparticle coarsening. Higher annealing temperature (>700°C) weakens the
strengthening effect caused by small Al,O3 precipitates due to the coarsening of Al,Os
nanoparticles, in addition, the Cu grains become larger. These microstructural changes
lead to a quick decrease in microhardness of the sample with increasing the annealing

temperature to 900°C (Figure 6.8).

6.4 Summary

Annealing of the ultrafine structured Cu-5vol.% Al,O3; nanocomposite sample extruded

at 900°C at temperatures ranging from 500 to 900°C for 1h was conducted. The results
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obtained in this study allow the following conclusions to be drawn:

(1) Oxide dispersion strengthening enables excellent thermal stability of a bulk
ultrafine structured Cu. The microstructure and microhardness of the extruded
sample remain stable up to annealing at 800°C for 1 h;

(2) High resistance of Al,O; nanoparticles to coarsening is responsible for the high
thermal stability of the microstructure of the extruded sample;

(3) The sudden drop in microhardness of the sample annealed at 900°C is associated

with the coarsening of Al,O3; nanoparticles and grain growth of the Cu matrix.
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Chapter Seven

Conclusions and Recommendations for Future Work

7.1 Conclusions

® The microstructure of nanostructured Cu-5vol.%Al,0; nanocomposite powder
particles produced by HEMM had a dramatically high thermal stability at
temperatures up to 600°C. After annealing at 600°C for 5 h, Cu nanograins in the
microstructure of the nanocomposite powder particles only grew slightly and the
microstructure of the Cu matrix of powder particles was still well within the
nanostructure range. The activation energy for the grain growth of powder
samples was calculated to be 63.4 kJ/mol suggesting grain boundary diffusion
controlled grain growth behavior. The impressive thermal stability of the
microstructure of the powder particle samples is mainly associated with the effect
of Al,O3 nanoparticles on the grain growth through inhibiting the grain boundary
diffusion, which leads to a higher grain growth activation energy compared to
nanocrystalline pure Cu (30 kJ/mol).

® HEMM and consolidation conditions can significantly affect the microstructures
of bulk ultrafine structured Cu-5vol.%Al,0; nanocomposites and thus influence
their mechanical properties such as strength and ductility. The dissolution of
Al,O3 nanoparticles in the extruded sample was observed when the extrusion was
done at 900°C. Such phenomenon was found to be beneficial to the enhancement
of the strength and ductility of the extruded sample.

® Cu grains and the sizes and volume fractions of Al,O3 nanoparticles of bulk
ultrafine structured Cu-5vol.%Al,0; nanocomposite samples extruded increased
with increased extrusion temperature. The average sizes of Cu grains and Al,O3
nanoparticles and the volume fraction of Al,O3 nanoparticles of the extruded

samples increased from 132 nm, 43 nm and 0.75% to 263 nm, 100 nm and 4%,
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respectively, as the extrusion temperature increased from 300 to 900°C. The
increases in the sizes and volume fraction of the Al,O; nanoparticles with the
increase of the extrusion temperature were caused by the precipitation of Al,Os
nanoparticles during extrusion.
The samples extruded at 400°C or lower fractured prematurely without yielding,
while the samples extruded at T>500°C fractured after yielding. The YS and UTS
of such materials changed only slightly with the increase of the extrusion
temperature and had values in the range 466-517 and 546-564 MPa. However, the
tensile ductility of the extruded samples was proportional to the extrusion
temperature and increased from 0.76 to 5.82% with increasing the extrusion
temperature from 500 to 900°C. The increase in the ductility was associated with
the improved interparticle atomic bonding and the coarsening microstructure of
the Cu matrix. It was also found that the ductility of the extruded samples was
primarily determined by the interparticle bonding when T<800°C; when T=900°C
it is controlled by both the interparticle bonding and the microstructure of the Cu
matrix.
The grain boundary strengthening made the largest contribution to the strength of
the extruded samples relative to the nanoparticle strengthening and strain
hardening and experimentally measured yield strength of the extruded samples
could be predicted appropriately by the sum of Peierls stress, grain boundary
strengthening, nanoparticle strengthening and strain hardening.
Al,O3 nanoparticles enabled excellent thermal stability of the ultrafine structured
Cu of the sample extruded at 900°C. The microstructure and microhardness of the
sample extruded remained stable up to annealing at 800°C for 1 h. High
resistance of Al,O; nanoparticles to coarsening was responsible for this
dramatically high thermal stability. The microhardness increase observed for the
sample annealed at 700°C for 1 h came from the precipitation of small Al,O3
nanoparticles. The sudden drop in microhardness of the sample annealed at 900°C
for 1 h was related to the coarsening of small Al,Os; nanoparticles and grain
growth of the Cu matrix.
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7.2 Recommendations for Future Work

® Measure electrical conductivity of the bulk ultrafine structured Cu-5vol.%Al,03
nanocomposite sample extruded at 900°C and then use the measured electrical
and mechanical data as input to further improve the property of the extruded
sample by annealing and/or changing initial volume fraction of Al,Os
nanoparticles.

® Determine softening temperature of the sample with the optimized mechanical
and electrical properties.

® Conduct high temperature tensile tests on the sample with the optimized
mechanical and electrical properties to link high temperature strength with

microstructure.
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1. Imtrosdisct ion

Metal matrix nanoomposites (MMNCS) reinforced by a disper-
sion of nanometer sized ceramic particles (dismeter - 100 nm)
have been extensively investigated [1-10) In comparison with
metal matrix composites (MMCs) reinforced with micrometer
simed ceramic particles which have been widely studied, the
asdvantages of using nanometer sized ceramic particles to reinfonce
the metsl matrix are two lblds: stronger strengthening effects
therowg b e Drowan mechanism dise o much smaller inberparticle
distances [11.12] and prevention of pamticle cracking during
deformation [13.14] When the ceramic nanopartides in the
MMMNCs are oxide nanoparticles and their volume fraction is mot
higher than 5% such materisls are also called oxide dispersion
strengthensd (0D5) slloys.

Among MMNCs which have been studied, copper based MMNCs:
have been most popular due i their potentisl of offering high
strength, high electrical conductivity and high microstrsctural
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stability st elevated temperastures which are highly desiralie for
applications as resistance welding electrodes and elearical contac
and conmect materisls [3-5.9-12,15-17] Recently, asttention las
been paid to combining grain boundary strengthening of the metal
matrix and nanopartide strengthening B raise the srength of
MMHNC: with a given volume fradion of ceramic nanopartides to
a higher level |5-7.10) To achieve significant grain boundary
strengihening the grain sze of the metal matrix needs to be
reduced o less than S00nm. Such MMNCS are called ol trafine
structhired MMNCE. The most widely sed materisls processing
roite for symthesiring witrafine arudured MMNCS is high energy
mechanical milling (HEMM) of 2 misture of stating powders to
produe nanostructured powder particles with or withow nan-
omeer sived ceramic particles dispersed in them lollowed by
i et condalidation. If the nanoparticles in the final michostne-
ture are ot dispersed inside the powder partides through HEMM,
theey may be produced through resctions such a5 internal oxidation
of poawders (e g intermal axidation of Cu-A1 alloy o form dispersed
AlLDy nanoparticles) or intermal resctions duwring heat treatment of
the milled powders or powder consolidation. As an escellent
example, Machum et al. [5] recently reported that the ultrafine
structired Cu-{1 and 5)velk AlD, nanommpostes made by a
combination of HEMM, powder aidation and powder consolida-
tiun exchibited high tensile yield strength of wp to 450 and 620 MPa,
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respectively, and 2 good ductility reflecied by an elongation 1o
fracture of 108 To reinfbrce the achievement of this work, our
study to be presented in this paper demonstrated that ultrafine
structured Cu-SveliAbD; nanocomposite samples with a
combination of high strength and good ductility can ako be
producd by 2 combination of HEMM of 2 mixture of Cu powder
and AlD, nanoparticles and powder compact extruson We
also discovered that dissolution of ALD; nanoparticles during
e ating and extrusion had 2 ggnificantly beneficial effect on the
mechanical properties of the witrafine structured Cu-SvolXALO,
A OCOM oS te.
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2 Experimentsl procedire

The nanostructured Cu-SvolALODy powder was prepared
using HEMM of a mixture of elemental Cu powder (99.75 pure,
particle sires: 1-65um) and gamma AlLD, nanopowder (9995
pire, sverage particle sive: 50nm) The HEMM process used
consisted of two steps: milling 100 g of powder mixture under
argon with 61 stainless steel balls of 125 mm in diameter 1o
produce millime ter sived oom podsite gramles, amd then milling the
granules using & stainless steel balls of 25 mm in diameter and 13
stainless seel ballks of 125 mm in di ameter, also under argon. Each
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Fig 2 STEM images ((a) and (cf and o spaaingg, EIDGC Al & al maps (B} and (JF of Co-Seelihl: 0y samphs eaneid a1 TS0 and 900 C, espariely.

milling step invelved 24 b of milling with an interval break of 30
min after every 30 min of milling. A Retch PMI0D pilanetary ball
mill operated at 400 rpm was wsed. The ball-to-powder weight
ratio was 5:1 for both steps. The nanostructined MMNC powder
prodiuced by this HEMM process |6] was consolidated by powder
compact extrusion. To prepare for the extrusion, the milled
powder was compacted at 350 °C in air with a holding time of
10 min and & pressure of 300 MPa to produce powder compacts
with a relstive density of ~86% The powder compacts wene
sulsequently heated to 750 and 900 °C, respectively, under argon
by induction hesting, and extruded into rods of Bmm in diameter.
The etrusion ratio was 1001

X-ray dilfraction (XRD) (Philips X-pert X-ray diffra dion sysem,
Tt K racliation amd a graphite monochnomator |, scanming electron
microscopy | SEM) (Hitachi 54000 SEM) transmission electron
microscopy [TEM) (4 Philips/FE] CM200 TEM ) in conjunction with
SCAnMming ransmision eledron microscopy (STEM) and emergy
digpeersive X-ray (EDN) spectrometry were used to characterize the
microstructure of the conolidsted samples. Dog-bone shaped
tengle testing specimens with 2 rectangular cross-section of
Zx2mnr and a gauge length of 20mm were ait from the
extruded rods using an electric discharge madvining wire cutber,
vl testesd usiinegy an 1neetron 4204 besting machi ne st 2 strain rate of
1 W4 57

3. Resulis

From the bri ght and dark fisld TEM imagesand STEM images as
Sl i Figs. 1 amd 2, it can be Seen that the sample consolidated
at 750 °C had 2 micostructiure consisting of equisxed Cu grains
with sizes in the range of 100-500 nm, and increasing the
extrsion temperature to 900 °C did not change the grain sives
significant] y. The XRD patterns of the consolidaed samples shivwn
in Fig. 1(e) only exhibited diffraction pesks of Cu The sbsence of
ALy peals in the XRD patterns may be dise to low crystallin ty
anl small sizes of ganmm.a Al Dy nanopartickes The mean grain §2e
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and internal strain of the two onsolidsted samples were eati-
mated based on the XED line broadening analysis of Cu peaks
through the modified Williamson-Hall and classic Willia mson-
Hall methods [18.19) The background and Ko signal were
removed and careful comection of instrumentsl brosdening was
done from the peals priof to carying out the analyss The
calculsted valwes of the mean grain size and the square mot of
the mean square of the intemal strain were Z72am and
124 » 107 for the sample extruded st 750 °C, and 237 am and
64x 1077 for the sample extrsded at S °C, respectively.
By using the lllowing equation [20.21]:

where o, d, b and (& are the dislocation density, mean grain
size, burgers vector amd mean square of the internsl strain of
the sample extruded, the dislocation de s ties of sampiles extruded
at 750 and 900 °C were calculsted to be L75 10™ and 398 «
107 m™ regpedively.

Based on the TEM bright field images STEM images, EDX
elemental mapping and SEM backscat tered electron images shown
im Figs. 1-3, we can see that the microstructure of the samples
extrnded st 750 °C had a dispersion of AlD, namoparticles with
sizes in the range of 20-345 nm. Based on the SEM backscatte red
electron images, the volume fradion of the ALD, nanoparticles
and nanoparticle clusters was estimated 1o be around 5 volk,
showing that the amount of ALD, being disolved in the matrix
wit i gnificant. As clearly dhoiwn in Fige 1 and Xa) the AbO,
nanoparticles/nanoparticle clsers are mostly distributed along
the grain boundaries With increasing the extrusion tempera tune
from 750 to G900 °C, the sizes of AlD, nanoparticles nanopartide
chusters clearly incressed to the range of 20-450 nm, and the
muember density of the Al Dy nanoparticlesnanoparticle dusters in
the microstructre clearly decreased Based on the SEM back-
scattered electron images of the ample sxtruded st 900°C the
volume fraction of the ALD, nanoparticles fnanoparticle clusters
was estimated to be sbout 138 volX, shiwing that 3 62valX of
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AL, nanopartiches being disolved during heating the powder
compact to 90°C and extrusion. The size distributions of ALO,
i meopar ticl esfna noparticle clusters in the two condolidated <am-
ples were also determined and they are shown in Fig. 3(a) and (b)

As seen from the tensile engineering sress-enginee ring 9 rain
curves shiowwn in Fig 4 and the values listed in Table 1, the samples
consolidated st 750 amd 9007 C had an sverage yviekd srength (¥5)
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Table 1
The average tercile Wweld smenpth (Y5 uiSmae wrsl seogh (UTS and
elongation o fracuare | o QUNVTE | of the Co-SwalkA L, sampls exmded ar 750
and 900 °C, respecively

W5 [ MPa)

UTS [ WP} L1

5654 235
T544 26T

Fig. 5 Fraovore smfices of Co-SeclNL0, sampls somodsd ar 750 and S00°C,

of 414 and 566 MPa, an Sverage ultimate tensile strength (UTS) of
ATE amd 630 MPa and an sverage elongation to fracture of 5065
amd TEE, respectively. As shown by the tensile sress-strain
curves, the samples exhibited neardy ideal (or nearly perfect)
plastic deformation in tendion, being Lack of both significa nt strain
hardening and mecking before fracuring. This observation is
consistent with the similar observations made on tensile mechan-
jcal response of uirafine structured Cu<{1 and 5) volX ALO,
nanocompodites [5] and nanocrystalline pure Gu [22) As shown
in Fig. 5{a). the fracture surisces of the tensile test specimens ot
from the sample extruded at 750 °C showed a large number of
rounded dimples which are indicators of avities formed through
AbD; nanoparticle/Cu matrix decohesion and perhaps also
debonding st prior interparticle boundaries during plastic defor-
mation. On the other hand, &5 shown in Fig. S(bL the factume
surfaces of the tensile test specimens cut from the sampile
extruded at 900 °C showed 2 much smaller number of rounded
dimples. Instesd, much larger and deeper dimples formed by
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intergramular fracture and smaller and shallower dimples formed
through transgranud ar fracure were obbsered

4. Discusion

It can be envisaged that the yield strength of the Cu-5volk
ALy nanocomposite samples, .. is the am of the basic strength
of copper ssociated with latice fidion of ddoations, =, the
strength increxie cawsed by grain boundary strengthe ning, Asge,
nanoparticle strengthening, As,_ and dislocation strengthening
Agg Thug, we have the following equation:

Sy =g+ Adgh + Adp + Agd [Fi]
For @pper, Asg is quite small, being in the order of 5 MPa [23)
Ay can bee estimated by wdng the Hall-Petch relationship which
is expressed by the following equation:
FERE I 3
wihe e kg is the Hall-Petch coefficien t Based on previows work on
the relstionship between the strength of copper and its mean
grain sire [24] we can take k=01.42 MPam'™. As mentioned
absiyve, the mean grain szes of samples extrsded st 750 amd 900 °C
are 772 and 237nm, respectively. By using By (3] it can be
egtimated that Asy is 272 and 291 MPa for the samples extruded
at TS50 aned S °C, respectively. Based on the Drowan mechanism
of manoparticle strengthening which considers the inberaction
batween dislocations and non-shexrable nanoparticles laading to
the formation of Drowan loops [25] A=, can be estimated wsing
the Tollowi ng edquuation:

M_,-n.uﬂ;h[%'}, ()

where O i the shear modidlis, b 5 Birgers weoin, iy i the mean
radius of the nanoparticles and 1-:-,-,;@{[15] i the
interparticle spacing (fis the volume fraction of the nanopar ticles].
For copper, we can take G=47.7 GPa and b=0256 nm |[2327] For
the sample extrisded at 750 5C, the nanoparticle clisters with sizes
greater than 200 nm ane disreganded in the consideration, since
they are too Large o be efiective in o wsing strengthe ning throwgh
forming didocation loops. For particles with sizes smualler than
2060 nm, based on Fig. 3a ), the wolume fradion and mean radius
size of AlD,; nanoparticles are 243% and 525 nm and thus
1=4873 nm. The same consideration s alo wed for the sample
extruded ot 900 °C, based on Fig 3(kL the valume fraction and
mean radius of A0, nanoparticles smaller than 200 nm are 05%
and 413 mm and from which we can get 1= 8451 nm. Lsing this
information and Eq (31, it can be estimated that As_ =173 and
10 MPa for the samples sdruded st 750 and 900 °C, regpactively.
The dislocation strengthening, ds;, can be estimated based on
the Taylor equation |25):
Asy=ath, /G {5k

where o is the strength coslficient of the dislocation network
which can be taken to be 02 [17] A5 mentioned sbove, the
dislocation densities are 175 107 and 398 =« 107 m ™ for the
samples extruded at 750 amd S00°C respectively. Using this
infvrmation and Eq. (4], As, can be eotimated to be 100 and
15.4 MPa for the samples extruded at 750 and 900 °C, respectively.

The sumts of oo + Aggs + Agp + Agg are 314.4 and 3214 MPa for
samples extruded st 750 and 900 °C, respectively. Relerming to
Table 1, it cam be seen that these sims ane shout 100 and 245 MPa
lowwer than the sctual yeld strength of the samples consolidated st
750 and 900 °C, respectively. For the sample consalidated at
750 °C, this ¢ gnificant discrepancy may be casad by the disregard
of the synergy between grain boundary strengthening, which is
the basis of the Hall-Petch rels tionship between strength imrease
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and grain sire, and nanoparticle st rengthening in calculating the
contributions of different strengthening mechanisms As has been
well lnown, By (3) does not make any consider stion of the e ffect
of presene of hard nanopartides on grain boundary sireng thening.
Similarly Eq (4) was derived based on the mnsideration that Orwan
loops form aroamd hard mamopartides without the inederence of
g ain boundanies. This is certsinly ot true for witrafine struchred
metal matrix nanoomposites where the grain sres are very similar
Lo the distamces between nanoparticles. More theoretical work is
neaded to quantify e synergy between grain boundary strengtien.
it Al fuan par e strengthening in wltrafine srudured MMNCs.

For the sample extruded at 900 °C, the discrepancy i even
much larger. The very small volume fraction of particles (5]
present in the microstructure of this sample would not be
suffi dent to induce large enowgh synergetic effect of nanopartide
strengthening and grain boundary strengthening to sccount for
the appraximate 250 MPa discrepancy. 1t is dear that the main
possible reason for this discrepancy is the disegard of the
strengthening elffed of AI™ and OF— jons and AP<[0P— clusters
im the Cu matrix FOC lattice formed by the dissolution of ALO,
nanoparticles At this point of research, it i not clear in which
form the AT and 07 jons esdist in FFC Cu Lattice. Since A™ and
07~ jons are highly charged it is very likely that they form
electrically newtral AP0 clisters The fact that the dssolstion
of 162 volX AbD, nanoparticles did not cause any change of the
lattice parameter of the Cu lattice (25 confirmed by XRD analyds
shinwn sbsve | strongly suggest that sll or most of the A1 and 07—
jons existin the form of nanometer sired and electrically newtral
AP0 clusers. It can be emvisaged that the very strong electnic
field within the clusters would not allow the dislocations to cut
through, and the dsloc tons would have to bypass the clusters by
forming Orowan loops This means that we @n esimate the
comtribition of the stremgtheming sffect of A 07 clissters based
ofi the Drowan looping mechanism. If we tke r=5 nm and
f=3162 volX, we can get i=38 nm_ Sulstitting these dats into
Eq. (3) and doing the calculation would give As[AP*HF )=
1253 MPa This value i still not sufficient o sccount for the
250 MPa  discrepancy. However, il we take f=3nm and
F=162 volX, we can get i=22 81 nm. Substituting these data into
Eq (3L we gl Ao (AP+/07~)=208.7MPL This value i very
close o the 250 MPa discrepancy. This strongly sugpests that
the dissolution of Al:D, nanoparticles lead to the formation of
AP0 clusters with sives around 3 mm

5. Conclisions

Uiltrafine structred Cu-SvolEAL D, metal Matrix nanocompa-
site samples prepared by 2 combination of igh energy mechan cal
milling of a mixture of Cu powder and AbLO, nanopowder and
powder compact extrision exhibit dfferent microstrctures due
o the we of different extrusion temperatures (750 and 900 °CL
Imcreasing the extrision temper stune from 7550 to 900 °C caites 3
large fraction of the Al:0, nanoparticles being dissolved, and the
disolution of AbO,; nanoparticles brings a dramatic beneficial
effect of significant increase of the strength and dear increxse of
tensile ductility. 1t appears that this beneficial efect is caused by
the strengthening effect of nanometer sred (possibly around
3 mm) AP0 clusters formed 25 a result of the dissolution of

AlbDy nandparticles.
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Thermal stability of the nanostrocture of mechanically milled
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Eothermal annealing in the emperature range of 300-600 °C, microstrectural characiernzation,
and mnalysis of the grain growth kinetics during annealing were camied out for Ce—5 vol% Al,O,
nanocomposite powder particles produced by high energy mechanical milling. When the annealing
emperature was 400 °C or lower, only reduction in dislocation density occurned during annealing.
When the annealing tem perature was 300 °C or higher, reduction in dilocation density , abnormal
grain g rowith of the nanocrysalline Cu matrix, and coarsening of the AL(O; nanoparnticles occumred.
Tt has been found that the microstructure of the namocry stalline Cu matrix of the nanocomp osite
exhibits a far higher thermal stability than that of monolithic nanocrystalline Cu, even though the
apparent activation energy of the grain growth of the former is similar o that of the latter over the

emperature range of 400-600 “C, showing the dramatic drag effects of finely distibuted AlO,
nanoparticles and Als"'.fﬂi_dn.nc:rsmﬂtgmjnhmm et

L INTRODUCTION

I has been widely accepied that the consolidation of
nanostrectured powders i an effective way of synthesizing
bulk nancamechmed and ultrafine strechured metallic mate-
J:ia.ha:rdm:—:ﬂs}q:ﬁdnmw.'Fu'ﬂﬁsaH:uhm
e used effectively, either or both of two conditions should
be satisfied: (1) the time for keeping the nancstnsctuncd
powder at relatively high emperature {above 0.6 T, whene
T, is the melting emperaure of the metal in Kelvin scale)
during consolidat on should be sufficientdy short, being in the
onder of minutes rather than hours and (2) the temmal
stbility of the nancstructure of fwe powder particles is
sufficiently high to allow the nancstructure to coasen by
only asmall amount at relatively high temperatunes. The first
condition can be possibly mtisfied if the powder & consol-
idated using processes that involve pressure andior a large:

compact extrusion,” and spark plasma sintering.” When such
processes ae notable o prodece well-consolidaied materials

" dress dl comespondence o this author.
e-mail: zhamgdeliang @5 edo on
DOE 101557 me.2014.79

mq».-:-.,-.qu doorrusdddater Res., Vol 23, Na. 8, Agr 28, 2014
tp: Soumals cambridgs org Doenloadal 0F My X114

110

or are not costeffective, it 5 necessary to improve e
thermeal stability of the nancst clure of the powder panticles.

Thermodynamic and kinetic strmiegies have been used
to increase the thermal swbility of the nanostructune of
materiak,” The thermodynamic strategy which was first
proposed by Weissmiiller® uses the segregation of alloying
atoms to grain boundaries o reduce the grain boundary
energy and hence the driving fonce for grain growth.
Experimental work has shown that this simtegy is
highly effective. For example, it has been shown that the
thermal stability of the nanostructure of nanocrystalline
Pd-19 at.% Zr,""" Fe—{1-4) a. % Zr"", and Cu—1-5)
at% Zr'* alloys are significantly higher than that of
pure Pd, Fe, and Cu, respectively, due to the strong
segregation of Zr atoms to the grain boundaries of fuese
metals, Malow and Koch® and Liu and Micklich™
showed that nanocrystalline Fe and Ru Al with segregated
impurity aoms at grain boundaries exhibit high themmal
stability. Recently, Chookajom et al.' alo successfully
synthesized a nanocrystalline W-20 at.% Ti alloy, and
poposed a new thermodynamic model to elucidaie the
underlying thermodynamic relationships that determine
the high themal stability of nanocrystalline alloys. The
kinetic strategy which wtilizes small second phase
particles to retard the movement of grain boundaries
has alsobeen shown to be highly effecti ve in stabilizing

& Matorials Reseach Socmty 2014

TP addessa- 130 FTOIZ Mg



O Thou of al: Thermal stability of e nanostrucium of mochanically milled Cu-5 wal%s Mol nanocompasite powder pad cles

the microstructure of nanocrystalline maierials at elevated
temperatures up to .65 T 52

Although many nancstrectured materials stabilized by
fine second phase particles have been reponted, system-
atic investigation of the grain growth behavior and
kinetics of such kind of nanostructure is sill missng.
mmmmmmmcmmmﬁﬂ:
nanocrystalline Cu  mairix other  micr structural
changes of the namau'ucumd Cu-5 vol% Aly(0y nano-
composite powder particles during izothermal annealing at
different temperatures in the mnge of 300-600 °C. Com-
parison between the gmin growth kinetics of the nano-
cry=smlline Cu matrix of the nanocomposite and tose of
monolithic nanocrystalline Cu is also made. It is hoped
that through this study, an in-depth understanding of the
changes and stability of e nanostructure of metal matrix
nanocomposites during annealing would be achieved.
tured Cu-5 wol % Al nanocomposite powder in this sudy
iz hased on two considerations. From practical application
point of view, this powder material can be wsed to make bulk
ultrafine stecturad Cu-5 vol% AlyOs; nanscomposite which
elevated temperature srength, good ductility, high thermal
atractive to many applications ncheding making spot
welding elecirodes and elecinical contact materials for
of view, this material is a good mode] gystem for studying
micro st une-property nelationships and thermal stability of
micmamcumes of nanostructured and ulirafine structumed

li. EXPERIMENTAL PROCEDURE

A nancetrectred Cu-5 vol% Aly(Dy  nanccomposite
powider was prepaned wsing HEMM of amioture of elemental
Cu powder (99.7% pure, paticle sizes: 1-100 pm) and
gamma ALO, nanopowder (99.9% pure, avesge particle
size; ) nm). For each batch of sample, 100 g {in total) of the
Cu powder and AlQ); nanopowder were mixed by ball
milling for 12 h under an argon atmosphene and esing a Reich
PMI00 planetary ball mill with a speed of 100 mpm and 61
stainles sieel halk of 12.5 mm in dameter. Then HEMM of
thee powdier mixiune was done under an argon atmospherne and
using the same ball mill at a speed of 400 rpm and with six
stainkes sieel halls of 25 mm in dismeter and 13 stainkess
steel balls of 125 mm in diameter. The net milling time was
48 h with a break of 30 min after every 30 min imerval of
milling. The ballto-powder weight mtio was 5:1 for both

then furnace cooling was wsed to cool the samples down
after holding at the annealing temperature. The microhard-
ness of the as-milled and annealed powder particles was
measured using & Vickers microindentation tester, LECO
LMT00 with a load of 25 gf and a dwell time of 15 5. For
each sample, 10 indenis were made onto the polished cross
sections of powder particles 0 obtain one average micno-
hardness measurement. As-milled and mnealed powder
particle zamples wene first mounted wsing epoxy and then
ground and polished to get ™ mimor” cross-sectional surfaces
of powder particles for microhandness measurements. The
bottom surface of te mounted sample, which does not
contain powder particles, was also ground carefully and
made to be parallel to the top one with powder particles To
avoid influence from the epoxy substrate during micro-
handmess measuremenits, all indents were produced in the
cnoes sections of relatively large powder particles.

The composition of the as-milled Cu-5 vol% AlO,
powder was measured to be 1346 wi.% Al {equivalent
o~ 2542 wt.% Aly05), 0.175 wi.% Fe, 0.002 wt.% Mn
and the balance Cu, using a Specro XLab2X0 x-ray
flucrescence system. The as-milled and annealed powder
samples were examined uwsing x-ray diffractometry
(XRIDN (Philips X-pert XRD system, Cu K radiation,
and a graphite monochromator), scanning electron mi-
croscopy (SEM; Hitachi 54000 SEM, Hitachi High-
Technologies Corporation, Tokyo, Japan], transmission
electron micmscopy (TEM; Philips/FEI CM200 TEM,
FEI Cﬂpu’ﬂ:im Hillsbomo, (R} in conjunction with
scanming ransmission electron microscopy { STEM ), and
energy dispersive x-ray ( EDX) spectrometry . TEM speci-
mens were prepaned by cutting thin sections from powder
partickes using adual beam focused ion beam (FIBYVSEM
microecope.

Il. RESULTS

As shown in Fig. 1, the Cu peaks of the XRD pattems of
the as-milled and annealed Cu-3 vol% Alx(Os nanocompo-
site powders became namower with increasing annealing
mnedling. The Cu peaks of the XRD pattems were
analyzed to determine the average Cu grain sizes and
dislocation densities of the samples. Prior o doing this,
background and K, signals were removed from the XRD
diffraction peaks, and instrumentsl broadening was cor-
recied by producing an XRD pattem of the same Cu powder
anmealed at 9007 C for 1 h. The Schemer equation, as given
below, ™* was applied to the first peak of the XRD patterns
o evaluaie the average grain size of the powder particles:

were subsequently annealed at different in the Dy = K (1)
range of 300-600 °C for a time in e mnge of 0.1-5 h in P cos B

a vacmm of 10~ mhar. A heating rate of 10 “C/min was

used to heat the samples up to the holding temperature and
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HE L XRD paitems of as-millsd an d annealsd nanosimciored Co=5
vl Ay nanocompos e powders.

where D, is the mean grain size, K iz a constant and
normally taken to be 1, & is the wave length of he x-mys
used to generate the XRD patems, fly, is the integral
breadth of the x-my diffmction peak (in radians) of the
planes with Miller indices of {hkl}, and 8 is the Bragg
mglcufﬂl:pmkmnd.ncummlmmmufﬂt
mnpbsmm»udﬁ'unﬂtfn]hmgqlmm

P

=Fan® @)

The dislocation density of samples, p, was evaluated by
the formula given below™—2:
21‘.!'_-; 2 412

where b iz the Burger's vector of pure Cu In the
dislocation density calculation, the first three pesks of
XRD patterns werne usad to obtain the average dislocation
densities of the samples.

Figures 2{a) and }b) show the average grain sizes as
a function of annealing time at different annealing temper-
atures and a function of annealing temperature with
different annealing times, respectively. Figures 2{a) and
2b) demonstrate that the grain sizes almost remained
unchanged with increasing annealing time for an anneal-
ing temperature of 400 °C, or lower, whereas when the:
annealing temperare was 30 °C or higher, the gmin
gizes first increased at a rate which became higher with
increasing annealing temperature, and then reached stag-
nation with annealing time. The dislocation
densiies as a function of annealing time at different

peratures and a function of anmealing
with different annealing times are presented
inFigs. 3{a) and 3{b), respectively. As shown in Fig, 3{a),

[ oo ISTRSENTS
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HG 2 Changes of grain sizes of fhe nanocrysial fne Cn matrix of e
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ot difierent armenling emperstores (2) and with annealing femparatome
for diffesnt armealing Smes (bl

at a given annealing temperature, the dislocation density
dropped significantly within the first (1.1 h of annealing,
then underwent fluctustion with imcreasing anmealing
time, and subsequently changed little with further
imcreasing annealing time. As shown in Fig. 3{b), the
dislocation density of the annesaled powder particles did
not change significantly with increasing annealing tem-
perature from room temperature o 300 °C, and then
decreased significantly and lneardy with increasing
annealing temperature from 300 o 600 °C.

Figure 4 shows the TEM bright field micro graphs of the
microstmucture of the nancstructured Cu—=5 vol% Al
nanocomposite powder particles under as-milled condi-
tion and after annealing at 600 *Cfor 5 h, and the grain size
distritwstions of the nanocrystalline Cu matrin of the
samples under these two heat treament comditions,
mespectively. The gmin size distributions of the namo-
crystalline Cu matriz of e nanocomposite samples were
deiermined by measuning the sizes of 188 and 247
Cu grains in the microstrectures. As shown by e results
of the TEM examination of e as-millad and anmealed
powder particles, the grin sizes of the nanocrystalline

J. Mater. Ras., Vol 29, Na. 8, Apr 28, 2014
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armaling empeomes (2) ond with anneafing tampentne for diffeent

Cu matriz of the nanocomposite under as-millad condition
were in the mnge of 17-120 nm, with the average value
being 3 = 20 nm, whereas after anmealing for 3 h at
600 °C, the majority of Cu graine grew slightly larger, with
the sizes being in the range of 2020 nm. Some large Cu
graine with sizes in the range of 20D0-300 nm and
sumounded by nanometer-sized Cu grains were also found
in the microstructure of the powder particles annealad for
5 hoat 600 °C, as shown in Fg 4b), indicating that
abnormal grain growth ooccumed during annealing at
600 %C. The average grain size of the Cu mairix of the
nanocomposie paticles afier anmealing for 5 hoat 600 °C
was 91 £ 47 nm. As shown by the selected anea electron
diffraction patterms shown in Figs. 3 a) and 3b), annealing
as-milled powder particles a 60 °C for 5 h generated
a group of weak diffraction spots cornesponding to Al(:
{311} [Fig. ¥b}], which were absent from the SADPof the
as-milled powder particle [Fig. 3a)]. This implies that the
growth of Al:Ok nanoparticles occumed during annealing at
600 °C.

Az shown by the SEM backscattered electron images,
STEM images and EDX Al elemental maps shown in

R YL
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Figs. 6 and 7, a fraction of Aly0; nanoparticles wene
dissolved during milling, and relatively large Alx0s
nanoparticles survived in the microstructure of the
m—mﬂlﬂl Pnudm' With the subsequent annealing, the
A** and 0% ions re-precipitated out to either form
new Alx()z nanoparticles or to cause the growth of pre-
existing Alx(s nanoparticles, as shown in Figs. 6(b)—6(d)
and T{c) and T{d). This iz in with the appearance
of the AlyQs {311} diffraction spots in the SADP of the
powder particle anmealed at 600 *C and for 3 h shown in
Fg. 5.

Figure § dizplays the change of te micmohanrdness ofthe
Cu-5 wol% AlyQy nanocomposite powder particles with
increasing annealing time at different annealing emper-
atures. It shows that the value of e microhandness of the
Cu-5 wol% ALD; nanocomposite powder particles
annealed at a given annealing temperature decreased with
increasing annealing time within the first 2 b annealing and
then reached a plaeau with further increase in annealing
time. Momeover, the micrmhardness of the annesled Co-5
vol% AlO; nanocomposite powder particles decreased
from 239 to 168 Hy with increasing annesaling temperatne
from: room temperatre o &0 “C. Such changes in the
microhardness of the powder particles with the annealing
condiion clearly reflects the Cu grain growth behavior
shown inFig. 2 and the decrease of the dislocation density
of the powder particles with increasing anmealing time and
annealing temperature shown in Fig. 3.

. DISCUSSION

A. Microstructural evolution during annealing

Az shown in Figs. 2 and 3, when the as-milled powder
particles are annealed at temiperatures =400 “°C, the average
powder particles anmealed at emperatunes == 300 “C exhibit
clear grain growth ( Fig. ZJT}uscbmnmnmh'mﬂl:
finding obtained by Cfek et L ™ that no visible grain growth
@ recrystallization of the nanocrysalline Cu matrix occwrs
during annealing of Ce—0.5 wt % Al(, nanocomposite at
temperatures below 400 °C. In contrast, the dislocation
density of the as-milled powder panticles decreases continu-
ously with increasing annealing emperature from 300 o
@0 °C (Fig. 3). Abnormal gran growth ooours during
annealing at 600 “C, as shown in Fig. 4b). This might be
cased by the coamsening of Al(, nanoparticles during
annealing. As shown in Figs. 6, 7, and 9, a fraction of the
Ab(s particles of the as-millad powder pantic les coarsen and
their szes reach a level larger than 100 nm after annealing at
G0 °C for 5 h. These large AkOh particles are less effective
in dragging the migration of grain boundaries ad s allow
faster grain growth than AlyQ, manopamticles smaller than
5 nm during annealing.*” As aresult, some grains adjacent io
large Aly(); particles grew abnormally, as shown in Fig, 4ib).

J. Mater. Res., Vol 29, No. 8, Agr 28, 2014 999
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Ag shown in Fig. 3{a), for samples annealed at 300,
300, and 600 °C, respectively, the dislocation density is
found to increase with increasing annealing time from 10
min to | h and then decrease with further increasing
annealing tme. A possible nesson for this behavior
might be that there is resideal elastic strain (and stress)
at the Al(: nanoparticle/Cu matrix interfaces caused by
incompatible plastc deformation of the two phases during
milling . Within a short annealing time of 1 b, this residual

1000 o =TI NN
bt k krid

Dhrernilinicied 0 My 3014

y; and (i) and {d) thewr

fing grain size di omes, respectively.

strain is relaxed and mms into dislocations emitting from
the interface. This may causse an increase of dislocation
density in the powder particles annealed. In the meantime,
the additional free energy of the dislocations would drive
their anmihilation by reactions among them, their move-
ment to grain boundares which work as sinks for
dislocations and even formation and growth of new
dislocation free grains throuwgh recrystallization. This will
cause g decrease of dislocaton density with increasing
anmealing Gme. These two opposite effects operate simul-
taneously during annealing. Due to very high dislocation
density of the as-milled powder particles, the rate of the
dizlocation density decrease cansed by the second effect is
mch higher than thatof dislocation increase caused by the
first effect, leading to a sharp decrease of the dislocation
density in the samples annealed fora very short time of 10
min. With the level of the dislocation density being lower,
the second effect becomes weaker, leading to a lower rate
of diglocation density decrease, and this makes the first
effect become dominant, causing increase of dislocation
density . Once the residueal elastic strain is relaxed, the first
effect diminishes, making the second effect dominant
again, leading to decresse of dilocation density with
increasing annealing time. For the samples anmealed at
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(a)

(o}

(e

(d)

FIG. 6. SEM hackeratiemesd slecdnon images showing coarsening of Ala0y

in the manostmoctored Cn=5 volf Alx0y namnocompos =

powder particles under different anmealing condifions: (g} as-millek; () 400 “C fr 5 b; ) 500 °C for 5 by and (d) 600 °C for 5 b

]

]
FIG. 7. STEM images of the miorosimaore of {2) as-millsd nanostmctored Co=5 woli ALD, nmoommposie powder particles and (o) powder
respectively.

partides ammealed at G0 5C for 5 b, respectively, and (b)) and ) ghedrc

400 °C, the dislocation density is found to increase slightly
and continwously with increasing annealing time beyond
10 min up to 5 h. Theinconsistent behavior of the samples
anncaled at 400 *C as compared with the samples anmnealed

bt Sourmals camnbridgs org
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ding EDX Al ek d maps,

at 300, 500, and 600 °C, rcspu:twd}' may he becanse of
the mole of temiperature in the rate of disloca-
ticn density increase and decresse due to the two o pposite

effects as explained above.
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S

Wiokers micrehardness
B E

5
1
g

n 1 2 3 4 5
Annmealing time [h]

HFG & Micmhaxiness of the nanos moctored Co=5 vol% ALy mano-

anmposie powder particles & o fonction of snealing Gme ot i farent

mnnealing femperatres

B. The kinetics of grain growth of the
nanocrystalline Cu matrix

Based on fe consideration that the grain growth of
a polycrystalline material is driven by the grain boundary
curvature, the grain size, I, a5 a function o f annealing time,
£, can be described by using a power law equation™'

or—-oi=0k (4)

where n iz a constant, O, & the initial gran size at time
1=, and k is a temperaure-dependent gran growth rate
constant. If the material is a pure single phase material,
n=2.HmmMng‘nmmyMal:h
as second phase particles, J'J:q.u:"l:im,“‘“ snolute:
m“mmm’pummmmm:ymple
junctions™™" can affect the kinetics of grain growth
and lead to 1 > 2.** In this study, we assume that the
curvatune-driven grain growth mech anism is stillo perative
and Eq. {4) can be uwsed to quantify the grain growth
Considering the infleence of AL, nanoparticles on the
grain growith of nanocry stalling Cu matrix, we ke r = 3,
and Eq. (4) & rewitten as:

D -Dl=m& (5

The values of k at different annealing emperatunes
were obtained by fitting Eq. (3) with the grain zize data
obtained from the izothermal annealing experiments
shown in Fig. 2(a). k changes with tem perature acconding
to the Amhenius relationship®;

E
I:=h;gx:p[—ﬁ] ()
where R iz the idesl gas constant, T is the abeolute
temperature, E iz the apparent activation energy for grain
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(2

Fod Total voluma fraetion: 3.2 %
Fid Wolume fraction (<100 nmj: 1.4 %
Mean particls mize (<100 nim]: 4.2 m

Mumber (M)
588888

1] E-11] 10 1 ISDl ZI.!H] 2!"-“ ]!" 3;5
(b} Paricls size [nm)
FG. 9. (2) SEM hackscanersd electron image of the Co-5 vl AkOy

manocompos i powder partide mnealed at 00 °C for 5 b (b) particle
wime distribn fion of the AL 0, nanopasticles.

growth, and ky is a constant Based on Eq,. {6, the value of
the grain growth activation energy, E can be obmined
from the slope of the line of In(k) versus 1/RT.

From the slope of the line which best fits the
experimental data points of (1/RT, &) at three different
anmealing temperatures (400, 300, and 600 “C), as shown
im Fig. 10, the value of the activation energy of grain
growth of the nanocry stalline Cu matrix of the Cu-3 vol%
Al03 nanocomposite powder particles has been deder-
mined to be 63.4 kI/mol. For comparizon, the values of
the apparent activation energy of grain growth of momo-
lithic nmEm]ijEucn]lu:ud from the publizhed
literatume: along with the valwe obtained in this
study are summarized in Table L It can be seen that the
reporied valees of the apparent activation energy of grain
growth of monolithic nanocrystalline Cu ane in the mnge
of 303 kl'mol, which iz much smaller than that of the
grain growth of microcrystalline Cu (211 k].&nnlj.“'['his
i net surprising, since the grain growth of nanocrystalline
Cu is grain boundary diffusion controlled, whereas the
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grain growth of microcrystalline Cu is lattice diffusion
controlled. On the other hand, the valee of the apparent
activation energy of grain growth of the nanocrystalline
Cu mainx of the Cu-5 wol% Al nanocomposite
{634 klfmol) falls well into the mnge of the reported
walues of the apparent activation energy of grain growth of
maonalithic nanocrystalline Cu shown in Table L This
shiows that the grain growth kinetics of the nanoorystalline
Cu matrix of the Cue-3 vwol% Al nanccomposite
powder particles prepared by HEMM are also controlled
by grin boundary diffsion.

C. The sffect of Al.O. nanoparticles on the grain
growth of nanocrystalline Cu matrix

Fine second phase particles located at grain boundaries
exernt a retanding force to the grain boundanies so that their
migration becomes mone difficult. Such an effect can
result in a much lower rate of the grain growth of
a nanocrystalline metal matrix dispersed with fine second
phase particles compared with its monolithic nanocrystal-
line counterpart. Indeed, although the appanent activation
energy of grain growth of the nanocrystalline Cu matrix
of the Cu—5 vol% AlOy nanocomposite [Fig. 2(a)] is very

A28 - fipg
124

500 =T

™

AN

\I]IJ“C

13 14 15 45 4T 13 1% :O
ART (10 dimel )

FIG. 10, Asmrhenios plot of te goin growth me constant for the

nmarysaline Co marix of te Co-5 vol%e ALD, manocomposie

powder particles in the empenime rangs of A00=600 3C.

close to that of monolithic nanocrystalline Cu, the growty
rate of the former during ing at elevated iemper-
atures in the range of 400-600 *C is far lower than that of
the latter in the zame range. This is reflected
by the fact fuat after 3 h anmealing at 300 °C, the average
grain size of monolithic nanccrystaline Cu mcreases from
ﬂ]mZMnmﬂw}mmaSﬂh:am]jngaa}ﬂ,ghu'
iemperature of 600 °C for the same time of 5 h only
causes the average gmin size of the nanocrysalline Cu
matrix of the Cu-3 val% Al,0; nanocomposite only o
increase from 57 0 91 nm, as shown in Fig. 4.

Acconding to Burke,*" a balance between the pinning
force exented on & grain boundary by fine second phase
particles and the driving force for grin growth can be
established in a metal dispersed with second phase
particles, and in such a metastable state the grain growty
would vinually stop with further annealing at the zame
emperature. Based on the particle pinning theory of grain
growth,* the relationship between the particle parameters
(ie., volume fraction, f;, and size, J) and grain zize, D), can
be empirically described by the following equation:

2= ™
if

The powder particles anmealed at 600 °C for 5 h iz
mken a5 3 model i anslyze the effect of Aly(0; namo-
particles on the grain growth of nanocorystalline Cu matrix
of the Cu-5 vol% Alx(Os nanocomposite. In this analysis,
Al particles with sizes largerthan 100 nm are not taken
o account because of their negligible effect on the
thermal stability of the nanocrystlline Cu matric. By
substimting J = 41.19 nm and f = 1.36% presented in
Fig. %b) into Eq. (T), we gt I = 4038 nm. Apparently,
this predicted value of the avemge grain size of the
Cu matrix iz by far much larger than the actual averge
grain size of the nanocrystalline Cu matrix of e Cu-3
vol% Al nanocomposite annealed at 600 °C for 5 h
whichis 91 nm. As shown by the information in Fig. Wb,
the volume fraction of Al nancparticles accounted for
in the measurement is 3.23 vol%, indicating that there is
still — 177 val% AlOy left in the matriz and which may

TABELE I. Voo of spparent activation emergy for grain growth of monolithic menocry salline Co poblished in the lienme and that of the
nmocry sialline Co matrix of the Co<5 vol¥ AlDh) nenommposite ohiained in fhis sindy (TEA: isothamal iGnatics analysis).

Termpe o me ATTVABOE SEIFY
P paran som medheced Maxerak ramge {Ep Sy e iRy HeErEne
Tt s comdsation + compaction  Nascorysalline Co (59956 porey B3 43 Trocer or sockor magmetic 6158 or 6537 444
melaxasion

D magmetron spatering Wanoorystalline Cn IT3-TTS IEA {m =2 3T 45
[C magmeron spamering Wanoorysalline Cn ITLTH IEA (m = 3) Bn 41

& by wear Namcorysiall i O (992 pone ) 1L 678 TEA {m = 4} Wy 43
[Elect oo itiom Nanoorystalline Co (@993 poe ) ITi4n TEA (= 4) 113 a7
HEMM Wanoorystalline Co matrix T3 ETI TEA (== 3% a4 =2 This saady
geaanen. [IISHECENTS J. Mater. Res., Vol 29, No. 8, Agr 28, 2014 1003
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be in the form of Al** 0~ clusters, being 0 small to be
resolved cleady by SEM and TEM. We assume that the
AP 10" clusters have an average size of 2 nm and then
do the calculation using Eq. (7) again. This caleulation
generates a vale of £ of 1531 nm, which is faify close to
the: aciual measured average grain size of 91 nm, consid-
ering e simplicity of the model and the level of inaccuracy
of the measurement of the average grain size. This means
that fie high thermal stability of the nanocrystalline
Cu matrix of te Coe-3 vol% Al(Q; nanocomposie is
mainly cawsed by the pinning effect of 41710 dusters,
In addition, there is a small amount of Fe impurity in the as-
milled powder {—{.175 wt%, a shown by the chemical
analysis), and the inon atoms in the lattice and segregated at
the: grain boundaries of the Cu matrix may impose a retand-
ing force against the motion of the grain boundary via the:
zolwie drag effect

D. The effect of AlLQ, nanoparticles on the
dislocation density in nanocrystalline Cu matrix

It is expected that tie Al0; nanoparticles also signif-
icantly affect the dislocation density of nanostrucmined
Cu matrix in the annealed samples. Upon annealing,
Aly()y nanoparticles at the grain boundaries and inside
the: grains of the nanocrystalline Cu matrix could serve as
effective pinning sites for dislocation movement needed
to grain boundaries which work a= dislocation sinks In
addition, Al nanoparticles work as barries for forma-
tion and growih of new gmins during recrystallizarion, and
this also effectively reduces the rate of dislocation density
decrease with increasing annealing time. As a result of this
effect, it is expected that with the zame annealing temper-
ature and time, the dislocation density of nancstm chuned
Cu-5 vol% Al(; nanocomposiie: powder would be much
higher than that of monalithic nanocrystalline pure Cu. This
behavior has been reported by Ciiek et al *

V. CONCLUSIONS

A systematic nvestigation of the micnostrectural changes
that oocur during isothermal anmesling of a nanostnsctuned
Cu=3 vol% Ald{); nanocomposie powder prepared by
HEMM has been performed. The resulis show that annealing
at 300 or 400 T only caxses 4 reduction of the dislocation
density of the powder particles, wherneas anmealing at 500 o
600 °C cavses reduction of dislocation density, abmnommal
grain growih of the nanocrystalline Cu mairiz, and coarsen-
ing of Al(x nanoparticles of e nanocomposite particles.

Amnalysis of the grain growth kinetics of the nano-
crystalline Cu matrix of the Cu—5 vol% Alx(s nano-
composite shows that the apparent activation energy of
the: grain growth inthe temperature range of 400-600 °C
is 63.4 klmol, being very similar to that of monolithic

nanocrystaline Cu in the same temperature mange.
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P

Dhrernilinaal OF My 2014

118

However, the microstucture of the nanocrystalline Cu
mainix of the nanocomposite exhibits a far higher thermal
stability than that of monolithic nanocrystalline Cu, with
most of the Cu grains being still in the nanometer scale
after annealing at 600 °C for 5 h. This high thermal
stahility of the nanocrystalline Cu matrix of the namo-
composite can be attributed to the drag effects of finely
distributed Aly0s nanoparticles and Al**J0P~ clusters
on the grain boundary motion.
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