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A 1.0 wt.% graphene reinforced aluminum 6061 (Al6061) composite was synthesized to investigate the
effects of graphene dispersion by ball milling technique. The Al6061 powder and graphene were ball
milled at different milling times. The composites were then synthesized by hot compaction in the
semi-solid regime of the Al6061. A three point bending test was performed to characterize the

mechanical properties of the composite. The ball milled powder and the fracture surfaces of the com-
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condition.

posites were analyzed using the scanning electron microscopy. A maximum enhancement of 47% in
flexural strength was observed when compared with the reference Al6061 processed at the same

© 2013 Elsevier Ltd. All rights reserved.

1. Introduction

Since the second half of the twentieth century, metal matrix
composites (MMCs) have been considered as one of the important
materials. They are favored with superior properties compared
with unreinforced metals and potentially offer ways to provide
materials of higher strength-to-weight ratio, lower thermal expan-
sion coefficient, and higher resistance to thermal fatigue and creep
[1,2]. MMCs have made their ways into various applications in
aerospace, electronic packaging, and automotive industries [3,4].
Recently, MMCs reinforced with nano-elements have attracted
the interest of many researchers [5-10]. Graphitic structured
materials like carbon nanotubes (CNTs), graphite, and graphene
have been among the more widely researched materials due to
their exceptional mechanical [11], thermal [12,13], electrical prop-
erties [14], and tribological behavior [15,16]. Moreover, improved
manufacturing techniques have made these materials more afford-
able [17-21].

Various studies can be found in which CNTs were used as a rein-
forcement medium with different base metals like copper [8,22,23],
aluminum [5,6,15,19,20,24-26], and their alloys [17,18,21,27].
Although some studies report significant mechanical property
enhancement, CNT reinforced MMCs face various challenges. The
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uniform dispersion of CNTs and wetting between the CNT and the
metal have been among the major concerns. Various researchers
have used mechanical alloying (ball milling) as an effective means
to disperse the CNTs [19,24,28-32]. Wu and Kim et al. [21], Esawi
et al. [24,25], and Wang et al. [33] have investigated the effects of
the mechanical alloying time on the dispersion of CNTs in ball
milling. Kim et al. has investigated the effects of milling time on
the CNT structure, and it was reported that the length of CNTs
shortened significantly with increasing milling time [21,34].
Graphene, being the basic structural element for the CNT, also has
a great potential as a reinforcing material but with a different form
factor. The graphene is favored by excellent mechanical properties
and high electrical and thermal conductivities [33]. Not much
research, however, has been found on synthesis of metal-graphene
composites and on understanding of graphene dispersion on
mechanical properties.

In this study, a semi-solid processing technique has been used
to synthesize an aluminum alloy composite reinforced by few-
layer graphene oxide that has been manufactured by the modified
Brodie’s method [35]. The aluminum-graphene composite was
synthesized in the semi-solid state of the aluminum alloy by pres-
sure-assisted sintering. The technique has given good results for
the aluminum-CNT composite in earlier studies performed by
the authors [21,34,36,37]. A mechanical milling process was used
to disperse the graphene in the matrix phase and its influence on
mechanical properties and microstructure has been investigated.
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2. Materials and methods

Graphite was expanded to exfoliate graphene according to the
modified Brodie’s method. First, 10 g of graphite, 160 ml of nitric
acid, and 85 g of sodium chlorate were mixed at room tempera-
ture. The mixture was kept for 24 h under continuous stirring.
Then it was washed with 5% hydrochloric acid and distilled water
for four times. The intercalated graphite was achieved through sed-
imentation and finally was dried at 60 °C. With the aid of ultrason-
ication, the intercalated graphite was exfoliated to monolayer or
“few-layer” graphene oxide [35].

Aluminum alloy 6061 (Al6061) was used as the matrix phase,
and its chemical composition is listed in Table 1. Mechanical alloy-
ing was performed using a SPEX 8000x ball milling machine to dis-
perse the graphene into the Al6061 particles. The initial average
sizes of Al6061 and graphene particles were 13.8 pm and
100 pum, respectively.

Al6061-1.0 wt.% graphene samples were prepared at various
ball milling times: 10, 30, 60, and 90 min. In addition, a reference
sample was prepared for each ball milling time with only Al6061
powder to isolate the strain hardening effect that came from the
ball milling. The ball milling was performed in ambient conditions
without any process controlling agents. 0.05 g of graphene was
mixed with 4.95 g of AI6061 in a zirconia vial. Two zirconia balls,
weighing 7.5 g each, were used in the mixing process, resulting
in a ball to powder ratio (BPR) of 2.6. The ball mill was stopped
for 30 min after every 10 min of operation, to prevent heating of
the powder.

The experimental setup used for the composite synthesis is
shown in Fig. 1. The die was made of H13 tool steel and was lubri-
cated by spraying a thin layer of boron nitride to prevent a poten-
tial reaction between the aluminum and the die at elevated
temperatures. The consolidation was performed in two stages.
First, a pre-compaction pressure of 50 MPa was applied to the al-
loyed powder at room temperature. Then, the powder compact

Table 1
Chemical composition of Al6061.

Element Cr Cu Fe Mg Mn Si Ti Zn Al
0.09 028 027 103 003 052 0.01 0.06 Bal

Amount (%)

Material Testing System

Legend:
- 1. Container
A 2. Punch cap

~ 3. Punch
4. Composite
5. Bottom die

Fig. 1. Experimental setup for semi-solid sintering.

was hot-pressed at 100 MPa for 10 min in the mushy zone (be-
tween the solidus and liquidus temperature of Al6061) at 630 °C.
The liquid phase fraction at this temperature is about 18%.

The obtained composites were cut using a low-speed diamond
saw and were polished to the final dimensions (0.9 mm in thick-
ness and 1.2 mm in width) needed to perform a three-point bend
test. The flexural stress and flexural strain were recorded using
the materials testing system. The fracture surfaces and the ball
milled powder were examined using a scanning electron micro-
scope, or SEM (FEI Quanta-250 field-emission scanning electron
microscope). An XRD analysis was performed to check the carbide
formation during consolidation. A Raman spectroscopy analysis
was performed to study the effect of mechanical milling on the
evolution of the graphene structure. Raman spectra of graphene
were obtained using a confocal Raman spectrometer (Voyage,
B&W Tek, Inc.). The laser beam (/=532 nm) was focused using a
50x objective lens before irradiating the samples. The laser energy
was 2 mW and was uniformly distributed in space; this did not
damage the samples. The laser spot size was 2 x 4 pm?, and was
determined by using a blade method.

3. Results and discussion

With the aid of sonication, the intercalated graphite was exfoli-
ated to few-layer graphene, while some of them were in the mono-
layer state. A transmission electron microscopy (TEM) image of
few-layer graphene is shown in Fig. 2.

A portion of the mechanically alloyed powder was extracted at
the specified milling times (30, 60, and 90 min) for analysis under
the SEM. As shown in Fig. 3, the alloyed particle size increased with
longer milling times. However, the graphene size decreased as the
milling time increased. During mechanical alloying, cold welding
and fracturing mechanisms compete with each other. Cold welding
is dominant for the ductile AlI6061 particles as they strain harden
by the impact from the balls [24,34]. On the other hand, the
agglomerated graphene is fractured and delaminated. These frac-
tured graphene flakes are repeatedly enclosed and embedded into
the cold welded aluminum particles by ball milling. Comparing the
alloyed powder at 30 min and again at 60 min in Fig. 3, the overall
particle size increased while the graphene flakes decreased in size.
At 90 min, it was noticed that the composite particle shape had
changed from platelet to particulate shape. It was also very difficult
to locate the graphene, which indicated that the majority of the
graphene had been embedded into the aluminum particles by ball
milling process.

Raman spectroscopy was employed to check the evolution of
graphene structure during composite processing. Three samples
were used: (1) as-received graphene; (2) Al6061 alloyed with

S0 rirny

Fig. 2. TEM image of few-layers graphene.
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Fig. 3. SEM images of the milled Al6061-1.0 wt.% graphene powder at different milling times: (a and b) milled for 30 min, (c and d) milled for 60 min, (e and f) milled for

90 min.

2.0 wt.% graphene particles ball milled for 90 min; and (3) Al6061
alloyed with 2.0 wt.% graphene particles ball milled for 5 h. Sam-
ples with higher concentration of graphene (Al6061-2.0 wt.%
graphene) were used to enhance the accuracy of the data collected
during the Raman test. The higher the graphene concentration is,
the higher the signal intensity is. 90 min of milling time was the
maximum milling time used to synthesize the samples used in this
study. Prolonged milling time, however, was needed to provide in-
sight into the progression of damage in the graphitic structure be-
yond the milling times used to make the composites. Therefore,
Raman measurement data for the 5 h of milling time sample were
provided, which showed further changes in the graphitic structure
that were not apparent. Fig. 4 shows the Raman spectra of graph-
ene samples. The integration time was 60 s. The Raman peaks are
fitted with the Lorentz function to obtain the precise Raman inten-
sity and wavenumber. The results are summarized in Table 2.

The Raman spectrum of the as-received graphene oxide sam-
ples shows a D-band at 1349 cm™!, a G-band at 1573 cm ™}, and a
2D-band at 2667 cm™". The G-band is the intrinsic vibration mode
of a single graphite crystal. The D-band is related to the disorder in
the graphene oxide and presence of sp> defects. The 2D-band is the
overtone of the D-band, and is much smaller with respect to the D
and G peaks.

— As-received
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Fig. 4. Raman spectra of the milled AlI6061-2.0 wt.% graphene powder at different
milling times and as-received graphene.

The Raman spectra of graphene are related to the quality of the
samples. The intensity ratio of D-band to G-band (Ip/Ig) indicates
the disordering and defect density in the graphitic structures. After
ball milling for 90 min, Ip/Ig increased from 1.1 to 1.4, which indi-
cated disordering and defects in the graphene structure [38]. The
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Table 2
Raman data of the milled Al6061-2.0 wt.% graphene particles.
State Ip/lc Ig/lp g (cm™)
As-received 1.08 0.65 1572.7
90 min milling 1.46 0.38 1593.9
5 h milling 1.42 0.28 1594.0

amount of defects increased in the graphene after the ball milling
because of the physical force applied during the process. In Table 2,
the ratio of the Ip/I; increased to 1.46 after 90 min of ball milling,
which indicated that the ball milling introduced more defects and
disorder to the graphene clusters. After further milling up to 5 h,
the Ip/Ig ratio did not change, which implied that there were no
further defects introduced to the graphene structure. That could
be attributed to the fact that the graphene sheets were embedded
inside the AI6061 particles, which helped to protect them from
further damage.

The ratio of integrated intensities Ig/l,p decreases as the
number of layers decrease [39]. The ratio of Ig/l,p dropped from
0.65 to 0.38 after the sample was milled for 90 min. After further
ball milling for up to 5 h, the ratio decreased to 0.28. The number
of graphene layers changed from four layers to two (bilayer), and
finally reached a monolayer configuration according to the
reference [39]. The number of graphene layers dropped due to
the physical force introduced in the powder composite during
the mechanical alloying, which helped to separate the graphene
layers from each other.

The peak position of the G-band (w¢) indicates the stress expe-
rienced in the graphene. When graphene is strained, the inter-
atomic distances of the graphene change; hence the vibration
frequency of the G-band changes, which leads to a wavenumber
shift. When the strain is larger, so is the shift of the wavenumber.
In the experiments, the wavenumber increased from 1573 cm™!
(the as-received graphene) to 1594 cm ™! after 90 min of ball mill-
ing. The interatomic distances in the graphene were reduced, and
the residual compressive stresses increased in the samples. The
wavenumber, however, increased a small amount (~0.1) between
a milling time of 90 min and 5 h of milling time, which indicated
that the stress experienced by the graphene did not change signif-
icantly [40].

The flexural stress and strain were calculated from the
measured force and displacement data using Egs. (1) and (2) [34].

o = 3PL/2wh® (1)

&y = 6d:h/L? )

o and ¢q are the flexural stress and flexural strain, respectively. P is
the load; L is the support span; w and h are the width and depth of
the specimen, respectively; and d. is the deflection at the middle of
the span.

The calculated flexural stress and strain curves of the Al6061-
1.0 wt.% graphene composites are plotted in Fig. 5 along with the
reference Al6061 milled for the same duration. In general, the
strength of the graphene-reinforced composite and the reference
Al6061 increased as the mechanical alloying time increased, while
the flexural strain to failure decreased [41]. The strengthening in
the reference Al6061 can be attributed to strain hardening by ball
milling [42]. The strength increase in the graphene-reinforced
composite may come from three main contributors: graphene
addition [33]; strain hardening due to ball milling
[6,21,24,26,34]; and carbide formation due to the reaction between
the molten aluminum and defects at the graphitic planes [7]. By
comparing the bend test results of the composite with the

—o—AI6061 10 mins ball milling
--------- Al6061 30 mins ball milling
—a—Al6061 60 mins ball milling
—a—AIB061 90 mins ball milling
—e—Al6061+1.0 wt % graphene ball milling for 10 min
——Al6061+1.0 wt.% graphene ball milling for 30 min
—=— Al6061+1.0 wt.% graphene ball milling for 60 min
—a—Al6061+1.0 wt.% graphene ball milling for 90 min
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Fig. 5. Flexural stress-strain curves of Al6061-1.0 wt.% graphene.

reference sample, strengthening due to strain hardening may be
estimated.

In Fig. 5, the addition of graphene did not improve the strength
for Al6061-1.0 wt.% graphene composites made at 10 min and
30 min milling times when compared with the reference Al6061
consolidated under the same conditions. The milling times were
not long enough to fully disperse the graphene into the AlI6061 ma-
trix particles [24,34] resulting in degradation of mechanical prop-
erties. With only 10 min of milling, it was observed that the
agglomeration of graphene significantly weakened the composite,
to a point where the strength was less than the reference Al6061
(without any graphene). This conglomeration interrupts the
consolidation and results in producing defects in the composite
[43-45]. As the milling time increased to 60 min and 90 min, the
flexural strengths increased significantly to 760 MPa and
800 MPa, respectively. Compared with the corresponding Al6061
reference sample (milled for the same milling time), the strength
increase was 47% and 34% for the 60-min and 90-min composites,
respectively. The strengthening may be due to the addition of
1.0 wt.% graphene and/or carbide that formed during the synthesis
[21,34]. Unfortunately, the individual contributions from the
graphene and the carbide cannot be evaluated at this point.
Fig. 6 shows the XRD analysis results for the Al6061-1.0 wt.%
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Fig. 6. XRD analysis of the Al6061-1.0 wt.% graphene samples at different milling
times.
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Fig. 7. SEM images of fracture surfaces of the Al6061-1.0 wt.% graphene composites prepared at different milling times: (a and b) 10 min, (c and d) 30 min, (e and f) 60 min,
and (g and h) 90 min.
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graphene samples at various milling times. Aluminum carbide
peaks were not detected, but this does not necessarily mean that
no carbide was formed. The amount of carbide formation may be
below the level of sensitivity of the XRD apparatus used, which is
about 1.0 wt.%.

In Fig. 7, SEM images of the fracture surfaces of the Al6061-
1.0 wt.% graphene composites that were prepared at different
milling times are presented. As shown in Fig. 7, the plastic defor-
mation, represented by the ductile fracture dimples, decreased as
milling time increased. Comparing the 30-min (Fig. 7 (c and d))
and the 60-min (Fig. 7 (e and f)) milling time samples, a change
in the morphology of the surface is observed. The dimples of the
ductile fracture observed in the 30-min sample diminished and
numerous flat regions were detected on the 60-min sample frac-
ture surface. As the milling time increased, the sharp decrease in
the size of the ductile dimples of the fracture surface indicated that
the ductility of the composite had decreased significantly [34]. This
change in the fracture surface was also accompanied by a change in
the mechanical behavior as discussed and shown in Fig. 5. As dis-
cussed earlier, 30 min of milling was not enough for the graphene
to be uniformly dispersed throughout the Al6061 matrix, resulting
in no enhancement in, or even deterioration of the mechanical
properties [43].

Fig. 8 compares the fracture morphology of Al6061 (no graph-
ene) and Al6061-1.0 wt.% graphene ball milled for 90 min. It is evi-
dent that the size of the ductile dimples decreased significantly

when graphene was added and dispersed within the matrix
through ball milling. This indicates that the ductility decrease of
the Al6061-1.0 wt.% graphene composite was most likely due to
graphene addition and its dispersion rather than solely from the
hardening effect from milling.

Fig. 9 shows a crack on the fracture surface on the Al6061-
graphene composite ball milled for 10 min. These large cracks were
not visible on the fracture surfaces of other composites that were
milled for more time (30, 60, and 90 min). They were formed due
to the poor interface between the large graphene cluster and the
matrix phase, which acted as a crack nucleation site. Under the
bending load, these cracks propagated and grew, accounting for
the inferior flexural strength of the Al6061-graphene sample when
compared with the reference AI6061 sample. For longer milling
times (30, 60, and 90 min), the dispersed graphene acted as bridges
preventing and/or delaying micro-crack propagation paths [46].

An exhaustive search for graphene was performed on all frac-
ture surfaces. It was very difficult, however, to locate graphene
for the 30-, 60-, and 90-min milling time samples. For the 10 min
milling time sample, clusters of graphene layers were observed
on the fracture surface as shown in Fig. 10. Fig. 10(a and b) shows
graphene cluster embedded into the matrix phase. In Fig. 10(a), a
change in phase was observed between the clustered graphene
and the matrix. Fig. 10(b) shows the topography of the graphene
cluster. In Fig. 10(c-e), a graphene cluster attached to the surface
can be observed. For the graphene observed in this image, it was

Fig. 9. SEM images of fracture surface of Al6061-1.0 wt.% graphene composite milled for 10 min showing a large crack that appeared on the surface: (a) BSEC detector, and (b)

ETD detector.
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Different phases

pressure
13e-4 Pa

Fig. 10. Images of graphene clusters: (a) BSEC detector SEM image of a graphene
cluster embedded in the Al6061 matrix, (b) ETD detector SEM image, (c) BSEC
detector SEM image of a graphene cluster attached to the surface, (d) ETD detector
SEM imaging, and (e) higher magnification of the graphene layers.

pulled normal to the fracture dimples in the direction of tensile
loading caused by bend test. In Fig. 10(e), the layered graphene
structure is clearly visible at high magnification.

4. Conclusions

In this study, the AlI6061-1.0 wt.% graphene composites were
fabricated by ball milling Al6061 particles and graphene, followed
by pre-compaction at room temperature, and finally by hot com-
paction in the semi-solid regime. The ball milling time varied from
10 min to 90 min. The 10- and 30-min ball milling times were not
enough to homogeneously disperse the graphene into the Al6061
matrix, which resulted in degradation of the flexural strength for
the 10-min milling time sample and no enhancement for the 30-
min milling time sample. The strength increase for the Al6061-
1.0 wt.% graphene composite was 47% and 34% for the 60-min
and 90-min times, compared with the reference Al6061 sample.
According to the Raman analysis, further milling did not introduce
more damage to the graphene, but instead helped to uniformly dis-
perse the graphene and reduce the number of the stacked layers. It

was concluded that the strengthening was significantly affected by
the dispersion of the graphene in the matrix phase.
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