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Abstract: In the present study, NisgTisy (NiTi) particle reinforced aluminum nanocomposites were
fabricated using microwave sintering and subsequently hot extrusion. The effect of NiTi (0,
0.5, 1.0, and 1.5 vol %) content on the microstructural, mechanical, thermal, and damping properties
of the extruded Al-NiTi nanocomposites was studied. Compared to the unreinforced aluminum,
hardness, ultimate compression/tensile strength and yield strength increased by 105%, 46%, 45%,
and 41% while elongation and coefficient of thermal expansion (CTE) decreased by 49% and
22%, respectively. The fabricated Al-1.5 NiTi nanocomposite exhibited significantly higher damping
capacity (3.23 x 107%) and elastic modulus (78.48 + 0.008 GPa) when compared to pure Al

Keywords: nanocomposites; microwaves; extrusion; thermal analysis; damping behavior;
mechanical properties

1. Introduction

Aluminum (Al) and its alloys have long been the preferred choice in weight critical applications
in the defense, automotive, sports, and aerospace sectors owing to their exceptional physical,
mechanical, and thermal properties such as lightweight, low cost, high specific strength, high specific
modulus, and low coefficient of thermal expansion [1]. Particle reinforced aluminum metal matrix
composites (AMMCs) have been extensively researched in the past two decades in view of replacing
monolithic aluminum alloys to realize enhanced durability [2-8]. Ceramic materials such as SiC,
Al,Os3, BN, and TiC amongst others are often used as the reinforcement phases for developing Al-based
composites [9-12]. In the recent times, the lightweight materials research community’s emphasis has
been to examine the effect of nano-sized reinforcement particle addition on the thermal and mechanical
behavior of aluminum composites [10,13,14]. Also, metallic glasses as reinforcing phases have garnered
considerable attention owing to their high hardness, mechanical strength, enhanced corrosion resistance,
and good functionality [15-17]. Several researchers have reported that uniformly distributed metallic
glass reinforcement nanoparticles have the ability to simultaneously improve the strength and ductility
of AMMCs [2,18-21]. Hence, using metallic glass as a reinforcing phase in developing aluminum
matrix nanocomposites [22-24] can be a viable option to improve the light-weighting capabilities in
the aerospace and automotive industries.

NisTisg (Nitinol) alloy has great potential as reinforcement due to its high damping capacity,
super-elastic, thermal, and mechanical properties [25]. Previous studies have shown the outstanding
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improvements in mechanical properties of NiTi alloy reinforced Al [26-28], Mg [25,29], and Ag [30]
matrix composites. Currently, NiTi alloy reinforced Al matrix composites have been fabricated
primarily by friction stir processing, ultrasonic additive manufacturing, pressure infiltration process,
and spark plasma sintering [26,28,31,32]. Among different synthesis methods used for Al-based
composites, powder metallurgy using hybrid microwave sintering technique (MWS), is particularly
suitable for the synthesis of composite materials as it provides excellent control over the particle
size growth, microstructural changes, and volume fraction of matrix and reinforcement [33,34].
Reddy et al. successfully synthesized Al-based nanocomposites using Al,Os, TiC, SizNy4, B4C, BN, and
SiC reinforcements through the unique powder metallurgy technique coupled with hybrid microwave
sintering. The presence of the secondary phases in the Al-matrix leads to progressive improvements
in the mechanical and thermal properties of aluminum thereby highlighting the effectiveness of this
technique to develop high-performance, lightweight, Al-based composites.

The studies on the influence of NiTi alloy particles on the Al matrix is still at an infancy stage.
Furuya et al. [27] reported that 9 vol % NiTi incorporated Al matrix composites exhibited an ultimate
compressive strength of 78 MPa and a yield strength of 62 MPa which is 105% and 77% improvement,
respectively compared to Al. Hu et al. [31] discovered that an ultimate tensile strength (UTS) of
268 MPa was achieved at 1 h oxidized NiTi/Al composites via pressure infiltration process which was
close to the theoretical value of 272 MPa at room temperature. Park et al. [35] synthesized NiTi/Al6061
composite material containing various percentages of NiTi reinforcement particles in the Al-6061 matrix
showing significant improvement in tensile strength of up to 2 times with the presence of NiTi particles.

To the best of our knowledge, no report has been published so far which investigates the
thermal, mechanical, and damping behavior of the Al-NiTi nanocomposites fabricated through powder
metallurgy coupled with microwave sintering method. Therefore, the primary aim of the present work
is to investigate the suitability of using the microwave sintering followed by hot extrusion technique
to synthesize NisgTisy containing Al nanocomposites and to study their microstructural evolution,
mechanical, thermal, and damping properties.

2. Experimental Procedure

2.1. Materials Processing

Commercially available aluminum (Al) powder of size ~45 um and a purity of >99.7% supplied
by Merck (Darmstadt, Germany) was used as the matrix material, and NisyTi5y alloy nanoparticles
having an average size of ~30-50 nm and purity >99% was procured from Nanostructured and
Amorphous Materials, Inc. (Houston, TX, USA) were used as reinforcement element to produce
Al-NiTi nanocomposites.

To produce Al-NiTi nanocomposites, NiTi alloy powder and pure Al were weighed carefully and
blended at 200 rpm for 2 h using planetary ball mill (Retsch PM400, Haan, Germany). The blended
powder was then compacted into cylindrical billets of 40 mm length and 35 mm diameter using
a pressure of 97 bars (50 tons). The compacted billets were then sintered using microwave sintering
at 550 °C under ambient conditions. Billets of microwave sintered Al and Al nanocomposites were
homogenized at 400 °C for 1 h prior to hot extrusion at a temperature of 350 °C at an extrusion ratio of
20.25:1 on a 150-ton hydraulic press producing rods of 8 mm in diameter. Extruded rods were further
used to prepare samples for different characterization studies.

2.2. Materials Characterization

X-ray diffraction (XRD) analysis of the Al nanocomposite samples was performed by a Shimadzu
LAB-X XRD-6000 (Shimadzu Corporation, Osaka, Japan) using 0.1542 nm CuK, radiation.
Microstructural characterization of the extruded pure Al and Al-NiTi nanocomposites was carried out
by using field emission scanning electron microscopy (FESEM-54300, HITACHI LTD., Tokyo, Japan).
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Microhardness of the Al-NiTi nanocomposite samples was measured by Vickers hardness tester
(Matsuzawa MXT 50 and Shimadzu-HMYV) at a load of 25 gf for a dwell time of 15 s. The nanohardness
of the extruded Al-NiTi nanocomposites were examined using a MFP-3D Nanolndenter system.

Compressive and tensile tests were conducted on pure aluminum and nanocomposite samples
according to ASTM E9-89a and ASTM E8/E8M-15a, respectively using Lloyd universal testing machine
(LR 50 kN). For tensile tests, round samples of 5-mm diameter and 25-mm gauge length were used.
The crosshead speed was set at 0.254 mm/min for 0.010 min~! strain rate. For compression test,
the samples of 8-mm length (I) and 8-mm diameter (d) where 1/d = 1 were subjected to compression
load at 0.005 min~! strain rate using the crosshead speed of 0.04 mm/min. For each composition,
a minimum of five tests were conducted to obtain repeatable values. A scanning electron microscope
(Hitachi 5-4300) was used to analyze fractured samples for determining the mode of failure under
compression and tensile loading.

The coefficients of thermal expansion (CTE) of extruded aluminum and its composites was
carried out in a thermomechanical analyzer (SETARAM 92-16/18). A heating rate of 5 °C/min was
maintained with the flow rate of argon gas at 0.1 L per minute (Ilpm). With the aid of an alumina probe,
the displacement experienced by the test samples was precision measured as a function of temperature.

The damping performance of the pure Al and Al-NiTi nanocomposites according to ASTM
standard E1876-09 was analyzed using resonance frequency damping analyzer (RFDA, IMEC, Genk,
Belgium). Each sample used for this study was 60 mm in length and 8 mm in diameter.

3. Results and Discussion

3.1. Microstructural Characterization

Figure 1a shows the XRD patterns of extruded Al-NiTi nanocomposites. The enlarged pattern for
the Al-1.5 vol % NiTi nanocomposite is presented in Figure 1b. The existence of NiTi reinforcement
phase in the Al matrix is evidently confirmed in the Al matrix. The X-ray patterns exhibit dominantly
the peaks of aluminum at about 38° (111), 44° (200), 65° (220), 78° (311), and 83° (222) and very weak
peaks of NiTi phase at about 42° (110) and 79° (211). These are the characteristic peaks and in agreement
with the peaks observed by Czeppe et al. [36].
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Figure 1. XRD spectra of the: (a) extruded Al-NiTi nanocomposites and (b) the enlarged XRD pattern
of Al-1.5NiTi nanocomposite.

Figure 2a,b shows SEM micrographs of the pure Al and Al-NiTi nanocomposites with 1.5 vol %
of NiTi. Figure 2b shows that NiTi particles are homogeneously distributed in the Al matrix.
Besides the primary processing optimized parameters, the extrusion process also assisted in realizing
good interfacial integrity between Al particles and NiTi nanoparticles and uniform distribution of

NiTi particles.
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Figure 2. Representative SEM micrographs of: (a) pure Al and (b) Al-1.5NiTi nanocomposite.
3.2. Mechanical Properties

Microhardness, nanoindentation, and compression studies were conducted to assess the
mechanical response of the developed nanocomposites. Figure 3a shows the microhardness values of
Al-NiTi nanocomposites as a function of NiTi content. Progressive addition of NiTi (0-1.5 vol %) in
the Al matrix improved the microhardness values from 38 + 5 HV to 78 + 5 HV. Figure 3b shows the
nanoindentation response of Al and Al-NiTi nanocomposites. Nanohardness of the nanocomposites
displayed a similar trend as the microhardness values. Nanohardness of pure Al also improved
from 3.9 + 0.22 GPa to 8.2 + 0.4 GPa, with the addition of 1.5 vol % NiTi. The nanohardness
data of Al-NiTi nanocomposites are also displayed in Table 1. Both the hardness tests, in common,
revealed a significant increase in resistance to localized plastic deformation due to the increasing
presence of NiTi nanoparticles in the Al matrix.

The presence of hard nano-NiTi particles (~600 Hv) improves the microhardness of the composites
as explained by the rule of mixtures [37].

H. = Hy,Fy, + H/F, (1)

where, H;, H;,, and H; represents the hardness of the composite, matrix, and reinforcement, while F,
and Fy, are the volume fraction of reinforcement and matrix, respectively.
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Figure 3. (a) Vickers microhardness, (b) nano hardness, and (c) compressive properties of extruded
Al-NiTi nanocomposites as a function of NiTi content.

Table 1. Comparison of mechanical properties of AI-NiTi nanocomposites with other studies.

Hardness Compressive Properties Tensile Properties
Samole (Hv) (GPa) CYs ucs lgatfa‘if TYS UTS  Elongation
P Micro Nano (MPa) (MPa) %) (MPa) (MPa) (%)
Pure Al 38+4  39+02 70+3  263+4 95+02 106+3 1193  108+05
AL-0.5 vol % 46+3  47+04  76+2  291+2 83+04 124x5  136+3  92+02
NiTi (121%)  (120%) (18%) 110%)  (112%)  (117%)  (114%) (115%)
Al-1.0 vol % 59+5  63+03  88+3  331+£3 75+03 141+2  152+4  78+04
NiTi (155%)  (161%)  (125%)  (126%)  (121%)  (133%)  (128%) (128%)
Al-15 vol % 78+5  82+04  97+4  385+5 6404 154+3  168+5  55+02
NiTi (1105%)  (1110%)  (138%)  (146%)  (I32%)  (145%)  (141%) (149%)
Al-5vol %
) 745+ 4 - 1146  300+5 >50 50+9 60 £3 168 +2
NigoNbgo [2]
- 00
AlBlNS[ZS} 5 88+4 9505 646 3915 63+03 144x2  158+4  69+04
- 00
ALL5 vol % 8244 - 11427 39246 >75 158+9  178+6  73+09
SiC [11]
Al-4 vol %
Ni49_8Nb50_2 - - - - - 32 38 >4
[27]
- 00 1
AlS Vggﬁ 5102 587 - 142 268 2.8 100 137 0.9
= 00
Al-4 vol % 5244 - 118+1  346+6 392 - - -

(Ti, W)C [39]

Room temperature compressive properties of extruded Al-NiTi nanocomposites are summarized
in Figure 3c and Table 1. It is found that with the increasing amount of nano-NiTi alloy particles
the compressive yield strength (CYS) and ultimate compression strength (UCS) showed a significant
increase from 70 + 3 MPa to 97 + 4 MPa and 263 + 4 MPa to 385 + 5 MPa, respectively. Correspondingly,
the ductility of the composites showed a decline. The average yield strength and ultimate compressive
strength of extruded pure Al and Al-NiTi nanocomposites are listed in Table 1. It can be observed that
the addition of 1.5 vol % NiTi into the Al matrix, the compressive strength and yield strength of the
composites increased by 46.4% and 38.5% compared with Al. A substantial increase in the compression
strength of the Al-matrix material is attributed to the addition of the nano-NiTi reinforcement phase.



J. Compos. Sci. 2020, 4, 19 6 of 12

The stress—strain curves and the mechanical data of Al-NiTi nanocomposites (0-1.5 vol %) under
tensile loads are illustrated in Figure 4a,b. The incorporation of NiTi nanoparticles into pure Al matrix
led to progressive improvement in tensile yield strength (TYS) and ultimate tensile strength (UTS),
from 106 + 3 MPa to 154 + 4 MPa, and from 119 + 3 MPa to 168 + 5 MPa, with the percentage of
elongation decreasing from 10.8% to 5.5%. The data of yield strength, ultimate tensile strength (UTS),
and elongation (%) of the synthesized Al-matrix composites are presented in Table 1.
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Figure 4. (a) Typical tensile stress-strain curves and (b) ultimate tensile strength and ductility for pure
Al and Al-NiTi nanocomposites.

On incorporating 1.5 vol % NiTi particles to the Al matrix, the tensile strength and yield strength
of the NiTi particle reinforced composites increased by 41.14% and 45.3% compared with that of Al,
respectively. In addition, the mechanical properties of the Al-NiTi nanocomposites are compared with
the recently published Al-based composites as listed in Table 1 [27]. It can also be observed the Al-NiTi
nanocomposites superior/comparable with other Al-based nanocomposites [2,10,11,38,39].

Factors contributing to the strength improvement could be the Orowan strengthening mechanism
and increase in dislocation density due to CTE and elastic modulus differences between pure Al
and NiTi nanoparticles. The tensile failure strain showed a decreasing trend with the progressive
addition of NiTi nanoparticles. The tensile elongation decreases (~49%) with increasing NiTi content.
The presence of hard NiTi nanoparticles tends to the formation of cracks and subsequent debonding
leading to reduction in ductility. However, the fracture strain values exhibited by the composites is
still significant from a deformation perspective (>5%) [9].

Possible Strengthening Mechanisms

The enhancement of mechanical properties in the extruded composite material could be attributed
to the following reasons: (a) presence of fairly dispersed NiTi particles leading to Orowan strengthening;
(b) mismatch in coefficient of thermal expansion and elastic modulus values leading to dislocation
generations; and (c) effective transferring of load from the soft Al matrix to the hard NiTi nanoparticles
due to good interfacial bonding.

Orowan strengthening is a result of the resistance offered by ultrafine hard particulates to
the dislocation movement [40]. The Orowan loop mechanism forms dislocation loops around the
NiTi nanoparticles leading to work hardening effects and contributes to strengthening of Al-NiTi
nanocomposites. According to Orowan mechanism, the uniform distribution of hard phase NiTi
nanoparticles in Al matrix results in higher strength as per equation (2) [41,42]

Ay = §Gpb/A )
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where A is the interparticle spacing, b is Burgers vector, G, is the shear modulus of the matrix, and ¢ is
a constant.

The thermal mismatch in composites is generally related to the difference in thermal expansion
coefficients between matrix and reinforcement phases. The CTE values of the Al matrix and nano-NiTi
particles are 23.31 /K and 10 p/K, respectively [41]. The CTE mismatch between Al and NiTi
induces plastic residual stress, increasing the dislocation density and the strength of composites.
This strengthening is predicted using the following equation (3) [24]

BeV,

P=bd(1=Vv,) ®)

where B is a geometric constant, V; is the volume fraction of the particles, ¢ is the difference in CTE
between Al matrix and the NiTi particles, b is the Burgers vector of the matrix, and d is the average
grain diameter of reinforcements.

3.3. Fracture Behavior

Fractured images of compression and tension test failed pure Al and Al-1.5 NiTi nanocomposite
samples are shown in Figure 5. Typical shear band formations are observed (Figure 5a,c), which is
consistent with the observations made by other researchers on Al-based nanocomposites [9-11].
Tensile fractography (Figure 5b,d) shows the dimple shaped features indicating a ductile fracture.

Figure 5. Compression (a,c) and tensile (b,d) fractography images of pure Al and Al-1.5
NiTi nanocomposite.

3.4. Coefficient of Thermal Expansion

The dimensional stability of the composite is reflected by its CTE. The coefficient of thermal
expansion (CTE) behavior of extruded aluminum nanocomposites containing nano-NiTi alloy particles
is shown in Figure 6.
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Figure 6. Effect of NiTi content on the coefficient of thermal expansion (CTE).

The CTE values for Al-0.5 vol % NiTi (23.22 w/K), Al-1.0 vol % NiTi (23.01 w/K) and Al-1.5
vol % NiTi (22.8 u/K) were found to be ~3.8%, ~12.8%, and ~21.8% lower than that of pure Al
(23.31 wK). This considerable decrement in CTE is attributed to the addition of thermally stable
nano-NiTi alloy particles having lower CTE of 10 w/K [41]. Also, the lower CTE of the composites
can be attributed to a reasonably uniform distribution of particles within the matrix which is evident
from the microstructural examinations. To note that improvement in the thermal and dimensional
stability is key in activating the Forest strengthening mechanism leading to the strengthening of the
nanocomposites [37].

3.5. Damping Behavior

Vibration damping capabilities of pure Al and Al-1.5 NiTi nanocomposite are displayed in Figure 7
and Table 2. An enhancement in the damping capacity (Q~!) and the damping loss rate (L) of pure Al
is observed with the incorporation of NiTi nanoparticles greater/equal to one volume percent. In this
investigation, optimum values of damping capacity and damping loss rate at ~6.15 and ~17.15 x 1074,
respectively were achieved for Al-1.5 NiTi nanocomposite. The damping capacity and damping loss
rate for the nanocomposite sample improved by ~15.4% and ~16.2% when compared to that of pure
Al, respectively.

With the addition of 0.5 vol % NiTi nanoparticles, damping capacity of pure Alis decreased initially
as the movements of dislocations in the composites are hindered by the NiTi reinforcements [43].
However, enhancement in the damping properties of nanocomposites with increasing addition of
NiTi nanoparticles can be attributed to several damping mechanisms such as the presence of a plastic
zone around reinforcement, increase in dislocation density, and due to other damping sources, such as
grain boundary sliding mechanisms, defects, and porosities [44,45]. The damping capacities of the
nanocomposites developed are resultant of the competing interactions between these contributing
factors [46]. The CTE of NiTi and Al is 10 and 23.31 x 107¢/K respectively. This difference of thermal
expansion coefficient between Al and NiTi might induce high residual stresses around the particulates
in the Al matrix, resulting in the formation of plastic deformation zone at the particle/matrix interface.
According to the plastic zone damping model proposed Carreno-Morelli et al. [47], damping capacity
of a material depends directly on the volume fraction of plastic zone. Therefore, progressive increase in
the energy dissipation of Al-NiTi nanocomposites can be attributed to the higher amount of plastic zone
around NiTi nanoparticles and further, at higher volume fractions, effects are multifold resulting to such
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a rise in damping capacity of nanocomposites. Furthermore, significantly higher damping capacities
realized for Al-1.0 vol % NiTi and Al-1.5 vol % NiTi nanocomposites can be due to overlapping of
plastic zones, caused when the plastic zone is larger compared to smaller inter-particulate distances as
the volume fraction of nanoparticle increases. This increase in the presence of plastic zones due to the
presence of NiTi nanoparticles leading to an increase in the hardness of the nanocomposite samples
is found to be substantially high when compared to pure Al. Furthermore, from Table 2, it can be
observed that the elastic modulus of the nanocomposite sample increases with the addition of the NiTi
nanoparticles. This is consistent with the trend exhibited by the Al-based metal matrix composite [10].
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Figure 7. Damping characteristics of pure Al and Al (0.5, 1, and 1.5 vol %) NiTi nanocomposites.

Table 2. Elastic modulus and damping characteristics of extruded Al-NiTi nanocomposites.

Composition Dam]?;nfo(_lz)pacity Damping Loss Rate Elasti(cGI\I/f:)dulus

Pure Al 5.33 £ 0.056 14.76 + 0.09 71.65 £ 0.02
T
T W
P .

4. Conclusions

In this study, Al-NiTi nanocomposites were fabricated using hybrid microwave sintering followed
by hot extrusion. The microstructural, mechanical, thermal, and damping performance were
investigated. SEM results indicate that nano-NiTi alloy particles are homogeneously distributed
in the Al matrix. Nanohardness of nanocomposites increased from 3.9 + 0.2 GPa for pure Al to
8.2 + 0.4 GPa for Al-1.5 NiTi nanocomposite. Compression tests revealed an increase in the strength
from 263 + 4 MPa for pure Al to 385 + 5 MPa (~46%) for Al-1.5 NiTi nanocomposite. By increasing the
reinforcement content up to 1.5 vol %, tensile strength of the samples was improved from 119 + 3 MPa
for pure Al to 168+5 MPa (~41%) for Al-1.5 NiTi nanocomposite. The enhanced mechanical properties
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are attributed to the secondary processing, homogenously distributed particles, good Al/NiTi interfacial
integrity, and dispersion strengthening. The coefficient of thermal expansion showed a reverse trend
indicating an increase in thermal stability. The Al-1.5 NiTi nanocomposite showed the best damping
(damping loss rate, damping capacity, and elastic modulus) response. From the processing perspective,
hybrid microwave sintering has a potentially wider range of advantages and potential in the preparation
of Al-based nanocomposites tools because of the advantages associated with its rapid heating capability.
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