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Abstract: In recent years, a great effort has been devoted to developing a new generation of materials
for aeronautic applications. The driving force behind this effort is the reduction of costs, by extending
the service life of aircraft parts (structural and engine components) and increasing fuel efficiency,
load capacity and flight range. The present paper examines the most important classes of metallic
materials including Al alloys, Ti alloys, Mg alloys, steels, Ni superalloys and metal matrix composites
(MMC), with the scope to provide an overview of recent advancements and to highlight current
problems and perspectives related to metals for aeronautics.
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1. Introduction

The strong competition in the industrial aeronautic sector pushes towards the production of
aircrafts with reduced operating costs, namely, extended service life, better fuel efficiency, increased
payload and flight range. From this perspective, the development of new materials and/or materials
with improved characteristics is one of the key factors; the principal targets are weight reduction and
service life extension of aircraft components and structures [1]. In addition, to reduce the weight,
advanced materials should guarantee improved fatigue and wear behavior, damage tolerance and
corrosion resistance [2-4].

In the last decade, a lot of research work has been devoted to materials for aeronautic applications
and relevant results have been achieved in preparing structural and engine metal alloys with
optimized properties.

The choice of the material depends on the type of component, owing to specific stress conditions,
geometric limits, environment, production and maintenance. Table 1 reports the typical load conditions
of structural sections of a transport aircraft and the specific engineering property requirements, such as
elastic modulus, compressive yield strength, tensile strength, damage tolerance (fatigue, fatigue crack
growth, fracture toughness) and corrosion resistance.

This work describes the state of the art and perspectives on aeronautic structural and
engine materials.

Structural materials must bear the static weight of the aircraft and the additional loads related to
taxing, take-off, landing, manoeuvres, turbulence etc. They should have relatively low densities for
weight reduction and adequate mechanical properties for the specific application. Another important
requirement is the damage tolerance to withstand extreme conditions of temperature, humidity and
ultraviolet radiation [5].
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Figure 1 shows a transport aircraft (Boeing 747), and Table 1 lists the typical load conditions
together with the required engineering properties for its main structural sections.
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Figure 1. The transport aircraft (Boeing 747) and its main structural sections.

Table 1. Typical load conditions and required engineering properties for the main structural sections
in an aircraft. Elastic modulus (E); compressive yield strength (CYS); tensile strength (YS); damage

tolerance (DT); corrosion resistance (CR).

Aircraft Sections Section Parts Load Condition Engineering Properties
Lower skin Compression CYS, E, CR
Upper skin Tension DT, YS
Fuselage/Pressure cabin Stringers/Frame CYS, E, DT, YS
Seat/cargo tracks YS, CR
Floor beams E, YS
Skin/Stringers Compression High CYS, E, DT
Upper wing Spars CYS,E,CR
Lower wing Skin/Stringers/Spars Tension High DT, YS
Lower Compression CYS,E, DT

Horizontal stabili
orizontal stabilizers Upper Tension DT, YS

As shown in Figure 2, engines consist of cold (fan, compressor and casing) and hot (combustion
chamber and turbine) sections. The material choice depends on the working temperature.
The components of cold sections require materials with high specific strength and corrosion resistance.
Ti and Al alloys are very good for these applications. For instance, the working temperature of the
compressor is in the range of 500-600 °C, and the Ti-6Al-25n-4Zr-6Mo alloy (YS = 640 MPa at 450 °C;
excellent corrosion resistance) is the most commonly used material.

For the hot sections, materials with good creep resistance, mechanical properties at high temperature
and high-temperature corrosion resistance are required, and Ni-base superalloys are the optimal choice.
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Figure 2. Schematic view of a turbofan engine.
2. Aluminum Alloys

For many years, Al alloys have been the most widely used materials in aeronautics; however,
the scenario is rapidly evolving, as shown by Table 2, which reports the approximate primary structure
materials used by weight in Boeing aircrafts. From these data, it is evident that an increasing role is
being played by composites [4].

Table 2. Materials used in Boeing aircrafts (weight %). The term “Others” refers to materials present in
very small amounts, including metal alloys (Mg, refractory metals etc.) and carbon.

Boeing Series Al Alloys  Ti Alloys Steels Composites Others

747 81 4 13 1 1
757 78 6 12 3 1
767 80 2 14 3 1
777 70 7 11 11 1
787 20 15 10 50 5

Anyway, in spite of the rising use of composites, Al alloys still remain materials of fundamental
importance for structural applications owing to their light weight, workability and relative low cost,
and relevant improvements have been achieved especially for 2XXX, 7XXX and Al-Li alloys. In general,
the 2XXX series alloys are used for fatigue critical applications because they are highly damage tolerant;
those of the 7000 series are used where strength is the main requirement, while Al-Li alloys are chosen
for components which need high stiffness and very low density.

2.1. 2XXX Series—(Al-Cu)

Where damage tolerance is the primary criterion for structural applications, Al-Cu alloys
(2XXX series) are the most used materials. The alloys of the 2XXX series containing Mg have:
(i) higher strength due to the precipitation of the Al,Cu and Al,CuMg phases; (ii) better resistance to
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damage; (iii) better resistance to fatigue crack growth compared to other series of Al alloys. For these
reasons, 2024-T3 is still one of the most widely used alloys in fuselage construction.

Nevertheless, it is worth noting that the 2XXX series alloys present some drawbacks: (i) the
relatively low YS limits their use in components subject to very high stresses; (ii) the phase Al,CuMg
can act as an anodic site, drastically reducing the corrosion resistance.

Improvements can be achieved by a suitable tailoring of the composition and a strict control of
the impurities. In particular, the addition of some alloying elements such as Sn, In, Cd and Ag can
be useful to refine the microstructure, thus improving the mechanical properties, e.g., an increase in
hardness, YS and UTS was found by increasing Sn content up to 0.06 wt% [6].

A further increase in mechanical properties can be obtained by controlling the level of impurities
such as Fe and Si. For example, the alloy 2024-T39, which has a content of Fe+Si equal to 0.22 wt%,
much lower than that of the 2024 alloy (0.50 wt%), exhibits an ultimate tensile strength (UTS) value of
476 MPa, while that of a conventional 2024 alloy is 428 MPa.

2.2. 7XXX Series—(Al-Zn)

Among all metals, Zn has the highest solubility in Al, and the strength results improved by
increasing Zn content. The 7XXX series alloys represent the strongest Al alloys, and are used for
high-stressed aeronautic components; for example, upper wing skins, stringers and stabilizers are
manufactured with the alloy 7075 (YS = 510 MPa).

Mg and Cu are often used in combination with Zn to form MgZn,, Al,CuMg and AlICuMgZn
precipitates which lead to a significant strengthening of the alloy [7].

However, there are also some drawbacks to the 7XXX series. Specifically, the low fracture
toughness, damage tolerance and corrosion resistance limit the use of the 7075 alloy in the aeronautic
industry. Anyway, the composition can be varied to improve their properties.

The optimal properties of the 7XXX series are obtained when the Zn/Mg and Zn/Cu ratios are
approximately equal to 3 and 4, respectively. Alloy 7085 is a possible alternative to 7075 for aerospace
applications due to its excellent mechanical properties (YS = 504 MPa, elongation = 14%) and better
damage tolerance (44 MPa m'/?). Zr and Mn can be added up to 1% as they refine the grain and
consequently improve the mechanical properties.

Another important issue related to the specific applications of 7XXX series alloys is the fatigue
behavior, and a lot of work has been devoted to the matter, taking into consideration different
parameters [8-13].

Material discontinuities are often associated with crack nucleation. On a micro-scale, roughness
and precipitate particles may act as preferred nucleation sites; however, the most serious problems
arise at macro-scale level. Coating layers due to cladding and/or anodizing, and defects (machining
marks, scratches etc.) induced by the manufacturing process have been found to be the principal
sources of failure [12]. The fatigue performance of the 7075-T6 alloy is significantly reduced by the
anodic oxidation process, and the degrading effect of the oxidation increases with the coating layer
thickness. Such a detrimental effect is mainly ascribed to deep micro-cracks which form during the
anodizing process. Moreover, the brittle nature of the oxide layer and the irregularities beneath the
coating contribute to degradation [13].

Components with complex geometrical shapes, made of Al alloys, are usually obtained by
closed-die forging of a billet, and are manufactured to obtain a good combination of strength, fatigue
resistance and toughness. Some forging experiments have been performed on the 7050 alloy in
agreement with AMS4333 requirements, and an alternative process [14], involving an intermediate
warm deformation step at 200 °C between the quenching and ageing steps, showed the possibility to
improve fracture toughness without effects on YS and UTS. Results showed a more homogeneous and
finer grain structure, after warm deformation, which can explain the increase in fracture toughness.
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2.3. Al-Li Alloys

The density of Li is very low (0.54 g/cm3); thus, it reduces that of Al alloys (~3% for every 1% of Li
added). Moreover, Li is the unique alloying element that determines a drastic increase in the elastic
modulus (~6% for every 1% of added Li).

Al alloys containing Li can be hardened by aging, and Cu is often used in combination with Li
to form Al,CuLi and improve the mechanical properties [15]. In ternary Al-Cu-Li alloys, six ternary
compounds have been identified; the most important among them are T; (Al,CulLi), T, (Al¢CulLis),
and TB (Alj5CugLis). The phases precipitating from the supersaturated solid solution depend on the
Cu/Li ratio [16,17]; the precipitation sequence has been described in ref. [18].

Al-Li alloys exhibit lower density and better specific mechanical properties than those of the 2XXX
and 7XXX series; thus, they are excellent materials for aeronautic applications [19,20]. For example, the
use of the 2060-T8 Al-Li alloy for fuselage panels and wing upper skin results in 7% and 14% weight
reduction if compared to the more conventional 2524 and 2014 alloys, respectively.

However, Li content higher than 1.8 wt% results in a strong anisotropy of mechanical properties
resulting from texture, grain shape, grain size, and precipitates [21]. This was a serious drawback
in the first two generations (GEN1 and (GEN2) of Al-Li alloys, which also had low toughness and
corrosion resistance.

Al-Li alloys were first developed in the 1920s, and the 2020 alloy (GEN1) started to be produced
in 1958 for the wing skins and empennage of the Northrop RA-5C Vigilante aircraft. The deep
understanding of the relations between the microstructure and mechanical characteristics of these
materials matured much later in the 1990s, leading to the production of the third generation (GEN3),
a family of alloys with an outstanding combination of properties for aeronautic applications. The
former generations of Al-Li alloys had a higher Li content and a lower density than GEN3 alloys, but
suffered from high anisotropy associated with the precipitation of coarse Li phases, such as T, [22,23].

Anisotropy has been partially reduced in GEN2 alloys through a suitable recrystallization texture
and the tailoring of composition [24]. In GENB3 alloys with Li content between 1 and 1.8 wt%, the
anisotropy problem has been substantially overcome. These materials exhibit excellent mechanical
properties; in particular, the specific stiffness ranges from 28.9 to 31.2 GPa g~! cm® and is much better
than that of the 2XXX (26.1-27.1) and 7XXX (25.9-26.4) series. The phase &'(AlsLi) is not present,
and strengthening is mainly due to the precipitation of the T; phase forming platelets on {111} Al
planes [25-27].

The typical morphology of T; precipitates is shown in Figure 3. In the first stage of precipitation
up to the aging peak, T; platelets have a constant thickness (one unit cell), then, it increases with a
consequent decrease in mechanical performances [26]. Although some years ago Ty precipitates were
believed to be unshearable by dislocations, more recent investigations through high-resolution electron
microscopy evidenced sheared precipitates in deformed samples [27,28]. T precipitates are sheared in
a single-step shearing event. The transition between shearing and by-passing is progressive, connected
to the increase in T; plate thickness, and takes place after peak ageing. The by-passing mechanism
favours the homogenization of plasticity up to the macroscopic scale. Strain localization within the
matrix can be minimized by changing the deformation mode from dislocation shearing to dislocation
by-passing of the precipitates.

A great variety of T microstructures can be been obtained, operating under different conditions
of deformation and aging. The parameters of the T; precipitate distributions have been systematically
characterized and modelled by Dorin et al. [29].

In the conventional manufacturing route for producing aeronautic plates, stretching is carried out
after solution heat treatment for relieving residual stresses due to quenching. The operation, which
involves a plastic strain of about 5%, also allows the obtainment of a homogeneous distribution of Ty
precipitates after aging, since dislocations represent preferred sites for precipitate nucleation. Such
homogeneous distribution is the key factor for the excellent mechanical properties of Al-Li alloys.
Increasing the pre-strain induces a higher density of dislocations, i.e., the preferred T; nucleation
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sites; thus, the average diffusion distance of alloying elements is reduced and the aging kinetics is
accelerated. The benefits of stretching in Al-Cu-Li alloys saturate at pre-strains of 6-9% [25].

Moreover, stretching prior to ageing is connected to a relevant technological problem: today;,
advances in rolling technology enable the production of plates with desired thickness, which is of
great interest for manufacturing near-net-shape sections (e.g., tapered wing skins). The stretching of
a tapered plate leads to a strain gradient, and it is necessary to know the maximum strain that can
be achieved without fracture. Recently, Rodgers and Prangnell [30] have investigated the effect of
increasing the pre-stretching of the Al-Cu-Li alloy AA2195 to higher levels than those currently used in
industrial practice, focussing the attention on the behavior of the T; phase. At the maximum pre-strain
level before plastic instability (15%), YS increased to ~670 MPa and ductility decreased to 7.5% in the
T8 condition. In fact, increasing the pre-strain prior to ageing leads to a reduction in the strengthening
provided by the T; phase, in favour of an increase in the strain hardening contribution.

Figure 3. Typical morphology of T; precipitates in Al-Cu-Li alloys.

In recent years, Al-Li alloys have experienced a great development, mainly based on the tailoring
of composition and the knowledge/control of the precipitation sequence of stable and metastable
phases [19,31-36]. In the alloy compositions of major interest, Cu content is around 3 wt%, Li is always
below 1.8 wt% (in most recent alloys it does not exceeds 1.5 wt%), Mg content varies in an extended
range, and other elements, in particular Ag and Zn, can be also added. Of course, the precipitation
sequence depends on the specific composition. For example, a high Li content favors the formation
of the metastable 5" phase [27], while Mg leads to the precipitates typically present in the Al-Cu-Mg
alloys, namely Guinier—Preston—-Bagaryatsky (GPB) zones, S’/S [37,38]. In spite of strength increase,
the presence of the &’ phase is generally undesired because it is prone to shear localization, leading to
poor toughness and ductility.

In a recent paper, Deschamps et al. [36] described the microstructural and strength evolution
during long-term ageing (3000 h at 85 °C) of Al-Cu-Mg alloys with different contents of Cu, Li and
Mg. They found that T; is always the dominating phase in T8 condition, S phase is also present
and, in the case of a high Li content, §" precipitates are observed. The examined alloys exhibit
a very different level of microstructural stability during long-term ageing. Although the high Li
alloy originally (T8 condition) has the lowest strength, its evolution leads to mechanical properties
comparable with those of the other alloys after 3000 h of treatment. This is due to the precipitation of
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an additional fraction (~10%) of " precipitates, whereas the two other alloys form a limited amount of
metastable phases.

Another significant drawback to the GEN2 alloys is poor fracture toughness and ductility.
Delamination cracking, which is a complex fracture mechanism involving initial transverse cracks
with length comparable to grain size, is of great relevance in the fracture process. Delamination
cracks along grain boundaries have been observed and described by many investigators [39-43];
Kalyanam et al. [44] systematically investigated the phenomenon in the 2099-T87 alloy, described the
locations, sizes and shapes of delamination cracks and the extension of the primary macro-crack, and
found that an isotropic hardening model with an anisotropic yield surface describes the constitutive
behavior of the alloy.

In conclusion, GEN3 alloys have low density, excellent corrosion resistance, an optimal combination
of fatigue strength and toughness, and are also advantageous in terms of cost in comparison to Carbon
Fiber Reinforced Polymers (CFRP), which are considered as competitor materials to replace the
traditional alloys of the 2XXX and 7XXX series in the design of new aircrafts.

2.4. Aluminum Composites

Composites with a metal, ceramic and polymer matrix are increasingly used in the aeronautic
industry, replacing other materials (see Table 2). They are of relevant interest for applications in both
structural and engine parts of aircrafts.

Metal matrix composites of light alloys (Al, Ti, Mg) are usually reinforced by ceramics (SiC, Al,O3,
TiC, B4C), in the form of long fibers, short fibers, whiskers or particles. Typically, these composites are
prepared using SiC or Al,O3 particles instead of fibers, which are used only for special applications,
such as some parts of Space Shuttle Orbiter [45]. In addition, the nature of reinforcement is a relevant
factor to the production costs, and whiskers and ceramic particles seem to be a good compromise in
terms of mechanical properties and costs [46,47].

Al matrix composites, prepared with SiC and Al,Oj3 particle reinforcement, exhibit higher specific
strength and modulus, fracture toughness, fatigue behavior, wear and corrosion resistance than
the corresponding monolithic alloys. To further improve their mechanical properties, other types
of reinforcements such as carbon nanotubes (CNTs) and graphene nano-sheets have been recently
investigated [48-50]. If compared to the conventional reinforcements, CNTs and graphene are stronger
and provide better damping and lower thermal expansion. A critical aspect is the optimization of
reinforcement content because the properties of Al matrix composites strongly depend on such a
parameter. For example, Liao et al. [49] found that the best characteristics are achieved with 0.5 wt% of
multi-walled nanotubes.

In addition to high mechanical properties, good corrosion resistance is a requirement of Al
composites. The topic has been extensively investigated for many years (e.g., see [51-53]); however, it is
not yet completely clear how the presence of reinforcing phases influences the corrosion resistance and
mechanisms. It is a common opinion that galvanic corrosion may take place due to the contact between
reinforcement particles and the matrix: galvanic coupling between Al and ceramic particles has been
detected, with the reinforcement acting as an inert electrode upon which O, and/or H* reductions
occur [54].

Anyway, composites are more susceptible to pitting corrosion than the corresponding monolithic
alloys, and preferential attack occurs at the reinforcement-matrix interface [55,56]. The phenomenon is
enhanced by the presence of precipitates, in particular when they are located at the junction between
the reinforcement particles and the metal matrix [57].

2.5. Advanced Joining Techniques for Aluminum Alloys

The development of innovative joining techniques is a relevant aspect for the aeronautic
applications of Al alloys. Recently, Friction Stir Welding (FSW) gained increasing attention in
the aerospace industry (e.g., airframes, wings, fuselages, fuel tanks), and a lot of research efforts have
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been devoted to one of its variants, namely, Friction Stir Spot Welding (FSSW) [58-65]. This method
is an alternative to resistance welding, riveting, and adhesive bonding in the fabrication of aircraft
structures, and allows the joining of components made of Al alloys with lower costs and better strength
than conventional techniques. Welding time, tool rotation speed, tool delve depth, tool plunge speed
and tool exit time are crucial parameters which should be properly optimized [63-65].

A serious problem is represented by the hole resulting from the welding process, which strongly
weakens the joint strength. A novel technique, Refill Friction Stir Spot Welding (RESSW) [66,67], allows
us to overcome this drawback through the filling of the hole. RESSW employs a tool made of a pin and
a sleeve, and its procedure is described in detail in the paper of Kluz et al. [68].

RFSSW is very useful for joining materials whose microstructure can be remarkably changed by
conventional welding processes, especially the alloys of 2XXX and 7XXX series.

Many advantages are related to spot welding, causing a decline in the riveting and gluing of Al
alloys: (i) the drilling of parts and the use of rivets as additional fasteners are not required; (ii) a great
resistance to corrosion can be achieved for welded joints; (iii) the possibility to perform simple repairs
of joints; (iv) no part of the joint extends beyond the surface of the joined elements. The optimization
of the RESSW parameters to get the best mechanical performances of joints has been studied by many
authors [66-70].

3. Titanium Alloys

Owing to their excellent specific strength and corrosion resistance, Ti alloys are increasingly used
for manufacturing structural parts of aircrafts. They are also employed in engine sections operating at
intermediate temperature (500-600 °C).

Ti alloys can be divided into three main classes («,  and x-f3). Independently of the specific class,
the mechanical properties of Ti alloys depend on O and N in solid solution [71,72]. The solubility of
these interstitial elements in both oc and (3 phases is high, increases with temperature and the part of
the gas absorbed at high temperature remains entrapped in the metal after cooling, causing lattice
distortion. In addition to modifying the mechanical properties, this phenomenon plays a role also in
manufacturing processes and stress relieving heat treatments. X-ray diffraction experiments on the
Ti6Al4V alloy carried out up to 600 °C in vacuum or different atmospheres demonstrated that the
effects of O and N are synergic with the intrinsic anisotropic thermal expansion in determining the
distortion of the hexagonal lattice [73-76].

The surface integrity of machined aeronautical components made of Ti alloys [77-79] also
represents a critical problem. The cutting of Ti alloys generates an enormous amount of heat at the
chip-tool interface, which is not suitably dissipated owing to the low thermal conductivity; this causes
surface damage and residual stresses [80].

3.1. a-Ti

In general, o-Ti alloys have better creep behavior and corrosion resistance than (3-Ti alloys [81],
therefore, some of them (e.g., Ti-3Al-2.5V, Cp-Ti, Ti-5-2.5, Ti-8-1-1, Ti-6-2-4-2S, IMI829) are commonly
used to make compressor disks and blades of aeronautic engines.

In order to improve the microstructural stability of -Ti alloys at increasing temperature, and,
consequently, their mechanical performances, different compositions have been studied by adding Al,
Sn, Zr and Si. The results are not completely satisfying because the achievement of some advantages is
often accompanied by drawbacks. For instance, Jiang et al. [82] modified the composition of a Ti-25Zr
alloy by adding Al up to 15% and found that the YS increase is accompanied by a reduction of ductility.
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3.2. B-Ti

B-Ti alloys exhibit higher strength and fatigue behavior than the «-Ti alloys, thus they are
employed for high-stressed aircraft components, e.g., landing gear and springs are currently
manufactured using Ti-15V-3Cr-3Al1-35n and Ti-3Al-8V-6Cr-4Mo-4Zr alloys [83], while Ti-10V-2Fe-3Al,
Ti-15Mo-2.7Nb-3Al-0.25i, Ti-5A15V5M03Cr0.5Fe and Ti-35V-35Cr are applied in airframe parts [84].

A drawback of these materials is the relatively low ductility, which can be mitigated through
tailoring the composition (Ti-1300 [85]) and suitable heat treatments (Ti-6 Al-25n-2Zr-2Cr-2Mo-5i [86]).

3.3. a-p-Ti

Ti-6Al-4V is the most used Ti alloy owing to its excellent combination of mechanical properties
(strength, fracture toughness and ductility) and corrosion resistance [87]. Moreover, Zr addition further
improves its strength through the solid solution hardening mechanism; Jing et al. [88] showed that
hardness is increased to 420 HV and YS to 1317MPa by adding 20 wt % Zr at the expense of ductility
(elongation ratio drops to ~8%).

Ti-6Al-2Zr-25n-3Mo-1Cr-2Nb, Ti-6Al-25n-2Zr-2Cr-2Mo-Si and ATI 425 are other «-f3-Ti alloys
widely used for manufacturing aircraft parts such as fuselage, landing gear and compressor disks.

3.4. Ti Composites Reinforced with SiC Fibers

Ti composites are materials of great interest for aeronautic applications and, in particular, attention
has been focused on those reinforced with long ceramic fibers [§9-102]. Among them, the Ti6 Al4V-5iC¢
composite is a promising material for turbine components and structural high-stressed parts.

Figure 4a shows the stratified structure of the SiC fibers: a C layer of about 3 um separates the SiC
fiber from the Ti6Al4V matrix. The composite is commonly prepared by Hot Isostatic Pressing (HIP) or
Roll Diffusion Bonding (RDB) of Ti6Al4V sheets alternated with SiC fiber layers [99,102]; the resulting
structure is displayed in Figure 4b.

The Ti6Al4V-SiC; composite is a promising material for mechanical components operating at
medium temperatures, especially turbine blades and structural high-stressed parts of aeronautic
engines. The performances mainly depend on the fiber-matrix interface and chemical reactions
occurring during the manufacturing process and in-service life, when it is exposed for a long time to
temperatures around 600 °C.

Direct contact of the Ti6 Al4V matrix with SiC induces the formation of brittle compounds like
Ti5Si3, which deteriorate the mechanical behavior of the composite [103,104], therefore the fibers are
coated with a thin C layer. This coating hinders chemical reactions, preserves the fiber integrity, reduces
the interfacial debonding and deflects the propagation of micro-cracks along the fiber. However, when
the composite is operating for a long time at medium-high temperatures, C diffuses into the matrix,
forming TiC. The TEM micrograph in Figure 5a displays TiC particles of ~200 nm forming an irregular
layer around a fiber which has grown during the fabrication process at high temperature.

X-ray photoelectron spectroscopy (XPS), Auger electron spectroscopy (AES) and scanning
photoemission microscopy (SPEM) analyses, carried out before and after heat treatments at 600 °C
of up to 1000 h, evidenced the stability of the fiber-matrix interface [94-97,101]. The fiber-matrix
interface is also stable after prolonged heat treatments because a thin TiC layer forms all around the C
coating during the fabrication process, hindering further C diffusion towards the matrix and delaying
interface degradation. This is due to the fact that C diffusion through TiC is much slower than through
Ti (for C in Tj, the diffusion parameters are Dy = 5.1 X 1074 m2 s~! and Q = 182 k] mole™! [105], whereas
for Cin TiC, Dy = 4.1 x 1078 m? s™! and Q = 207 kJ mole~! [106]).

If the material is heated in air, C atoms present in the core and the coating of fibers may react with
O, forming CO and COy; in this case, a groove is observed all around the fibers (Figure 5b,c) and in the
fibers’ core. Therefore, the surface of the composite during in-service life must be protected to avoid
direct contact with O in the air.
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Figure 5. The TEM micrograph shows TiC particles forming an irregular layer around a fiber (a). AFM
(Atomic Force Microscopy) evidences a groove all around the fiber, in correspondence to the C coating
after a treatment of 1 h at 600 °C in air (b). The depth profile measured along the line in (b) is displayed
in (c). AFM observations were carried out using a Multimode III of Digital Instruments in contact mode

and a SigNy tip.
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The stability of the fiber—matrix interface leads to the stability of the mechanical properties. YS,
UTS and Young’'s modulus E, determined from tensile tests carried out at room temperature on the
Ti6 Al4V-SiCs composite in as-manufactured condition and after different heat treatments, are reported
in Figure 6a [96]. It is clear that the mechanical properties are scarcely affected by heat treatments,
even in the most severe conditions. Moreover, fracture surfaces show plastic deformation of the matrix
and pull-out of the fibers, i.e., a correct load transfer from the matrix to the fibers (Figure 6b).

MPa GPa
800 150
700 1 L] u
u [
m n m 140
600 | +— UTS
500 1130
™ o
] o
400 1 o o * |
300 YS 0 1120
200 | ]
E A A L110
100 A A A
A
ol 8 100

As-manufactured 400°C / 400 °C / 400°C/ 600°C/ 600°C/ 600°C/
100 hours 500 hours 1000 hours 100 hours 500 hours 1000 hours

Heat Treatment

(b)

Figure 6. Yield stress (YS), ultimate tensile strength (UTS) and Young’s modulus E determined from
tensile tests at room temperature carried out on the Ti6Al4V-SiC¢ composite in as-manufactured
condition and after the indicated heat treatments (a). Figure 6a was redrawn from data reported in [94].
Fracture surface of a sample exposed at 600 °C for 1000 h (b).

Figure 7 compares the results obtained from fatigue tests carried out on the material in
as-manufactured condition and after 1000 h at 600 °C. Also, these data confirm the good stability of
composite mechanical properties after long-term exposure to high temperature.
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Figure 7. Curves determined from fatigue tests carried out on the material in as-manufactured condition
and after 1000 h at 600 °C.

4. Magnesium Alloys

Mg is the lightest metal used in structural applications and exhibits excellent castability [107], with
good fluidity and less susceptibility to hydrogen porosity than other cast metals such as Al alloys [108].
In fact, wrought Mg alloys have better mechanical properties than casting alloys; however, the higher
asymmetry in plastic deformation represents a serious problem [109]. For this reason, casting is
the principal way for manufacturing Mg components, and various processes are currently used for
producing castings (a literature overview can be found in ref. [107]). Other relevant advantages of Mg
are its abundance and recyclability [110].

On the other hand, the poor mechanical properties and low corrosion resistance of Mg alloys
limit their use in manufacturing parts of aircrafts, even if some alloys (AZ91, ZE41, WE43A and ZE41)
are commonly used for gear boxes of helicopters. For commercial casting alloys, the tensile yield
strength is in the range 100250 MPa and the ductility at room temperature is limited (elongation in
the range 2-8%) [111,112].

The strategies for strengthening Mg alloys mainly rely on: (i) grain refinement, (ii) precipitation
of second phases, and (iii) control of microstructural features on a nano-scale.

The first approach is based on techniques for obtaining ultrafine grains, smaller than 1 pm [113-115].
The numerous grain boundaries represent obstacles for dislocation motion, thus Mg alloys can reach
YS values of about 400 MPa, but strength is reduced when grain growth occurs at relatively low
temperature (0.32 Tm) [114]. Another drawback is the fact that grain refining tends to suppress
deformation twinning, which is an important strengthening mechanism together with dislocation
slip [116-119].

The precipitation of second phases involves the composition tailoring of Mg alloys by adding
elements like Al, Zn, Zr and rare earths. Moreover, the increase in Al content also remarkably improves
the corrosion resistance [120,121].

As shown in Figure 8, YS and UTS of Mg alloys increase with Zn content up to 4 wt%, while for
higher values they remain constant or slightly decrease [122]. The precipitation of MgxZny phases
induces relevant hardening and guarantees an interesting combination of good strength and ductility.
However, for the corrosion resistance of Mg—Zn based curves determined from fatigue tests carried
out on the material in as-manufactured condition and after 1000 h at 600 °C, the alloy decreases as Zn
content in the alloy increases [123] due to the cathodic effect of the MgxZny phases, whose volume
increases with Zn.
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Homma et al. [124] developed Mg—6Zn-0.2Ca—-0.8Zr alloys, and found that Zr addition is beneficial
to refine the grain size as well as to disperse fine and dense MgZn, precipitates containing Ca and
Zr. Mechanical properties are enhanced through the combination of texture strengthening, grain size
refinement and precipitation strengthening.

Mg alloys containing rare earths can exhibit high strength at both room and elevated temperatures;
the effects of Y on mechanical properties have been extensively investigated by Xu et al. [125], who
observed that Mg—Zn-Y phases are formed at the grain boundaries. The phases vary with Y content:
when Y is 1.08 wt.%, the alloy mainly contains I-phase, whereas for higher Y content (1.97-3.08 wt.%)
W-phase is also present. The alloy with 1.08 wt.% of Y has the highest strength because I-phase is
closely bonded with the Mg matrix and retards the basal slip. Since W-phase easily cracks under
deformation, Y contents in the range 1.97-3.08 wt.% induce the degradation of mechanical properties.

250
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Figure 8. YS and UTS of Mg alloys vs. Zn content. Data are taken from [122].

An effective method to produce ultra-strong Mg alloys (YS = 575 MPa, UTS = 600 MPA) with
uniform elongation (~5.2%) has been proposed by Jian et al. [126], and is based on stacking faults
(SFs) with nanometric spacings, induced by hot rolling. These investigators studied a T4 treated
Mg-8.5Gd-2.3Y-1.8 Ag-0.4Zr (wt%) alloy which was subjected to increasing deformation up to 88% of
reduction and observed that the mean distance between SFs decreases with thickness reduction. Since
SFs act as barriers for dislocation motion, a higher SFs density leads to an increase in strength.

Inaddition to grain refinement, the precipitation of second phases and the control of microstructural
features on a nano-scale, non-traditional approaches have been also considered to obtain high strength
in Mg alloys, for instance rapid solidification and powder metallurgy achieved YS = 600 MPa in a
Mg-Zn-Y alloy with uniform distribution of ordered structures [127]. However, the process involves a
significant loss of ductility and is difficult to transfer from a lab scale to an industrial scale.

5. Steels

Ultra-High Strength Steels (UHSS) are commonly used for manufacturing aircraft parts such as
landing gears, airframes, turbine components, fasteners, shafts, springs, bolts, propeller cones and
axles. Some of them exhibit very high YS values, e.g., 300M (1689 MPa), AERMET100 (1700 MPa),
4340 (2020 MPa); however, there is a tendency to progressively replace these materials by composites.
The reason is related to their low specific strength and corrosion resistance. Moreover, UHSS are
weakened by H atoms, which favor crack growth and micro-void formation with consequent localized
deformation and failure [128].



Metals 2019, 9, 662 14 of 26

Recently, Oxide Dispersion Strengthened (ODS) steels have attracted the attention of aeronautic
industries. A lot of scientific work has been devoted to ODS ferritic steels, because they are promising
candidate materials for applications in nuclear reactors [129,130]. ODS steels are strengthened through
a uniform dispersion of fine (1-50 nm) oxide particles which hinder dislocation motion and inhibit
recrystallization. High-temperature performances are also improved by refining the ferritic grain in
combination with oxide dispersion strengthening [131,132].

Usually, ODS steels are prepared by high-energy mechanical alloying (MA) of steel powders
mixed with Y,Oj particles, followed by hot isostatic pressing (HIP) or hot extrusion (HE) [133,134]
and annealing at ~1100 °C for 1-2 h. A drawback of the aforesaid procedure is that the final high
temperature annealing causes the equiaxed nanometric grains obtained by MA to transform into grains
with a bimodal grain size distribution, involving anisotropic mechanical properties and a remarkable
decrease in hardness, YS and UTS [135]. Nano-ODS steels were also produced via Spark Plasma
Sintering (SPS), by exploiting the high heating rate, low sintering temperature and short isothermal
time at sintering temperature [136,137]; however, the difficulty in manufacturing large mechanical
parts by SPS is a clear shortcoming of the technique.

Some of present authors [138,139] prepared a nano-ODS steel by means of low-energy MA without
the annealing stage at high temperature, obtaining a microstructure of fine equiaxed grains. As shown
in Figure 9 taken from ref. [138], ODS steel exhibits higher YS and UTS than the unreinforced one, even
if the difference progressively decreases above 400 °C because dislocations can easier get free from
nano-precipitates. Mechanical properties are also better up to 500 °C than those of ODS steel prepared
through the conventional route. The data of a conventional ODS steel (ODS*) reported in Figure 9
are taken from [140]; L and T indicate samples taken along longitudinal and transverse direction,
respectively. Since precipitate distribution is not homogeneous in ODS steel prepared by low-energy
MA, YS and UTS remarkably decrease when the strengthening role played by precipitates becomes
dominant (above 500 °C).
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Figure 9. YS (a) and UTS (b) of ODS steel prepared by low-energy MA are compared with those of the
unreinforced steel (steel matrix) and of another material (ODS*), prepared through the conventional
route (high-energy MA, hot extrusion at 1100 °C, annealing of 1.5 h at 1050 °C). L and T indicate
samples taken along longitudinal and transverse direction, respectively. The figure is taken from [138].

6. Ni-Based Superalloys

Ni-based superalloys with a biphasic structure (y + ) are usually employed to manufacture
parts of aeronautic engines such as blades and rotors operating in the highest temperature range
(1100-1250 °C). Three topics of great industrial relevance will be discussed: (i) microstructural stability;
(if) manufacturing parts of complex geometry; (iii) welding of superalloys.
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6.1. Microstructural Stability

In order to increase the working efficiency of aero-engines, they must operate at higher temperature,
thus the high temperature properties of superalloys are very important, especially the microstructural
and mechanical stability.

Recently, some authors have evidenced an early stage of microstructural instability in both
single crystal (PWA1482) [141,142] and directionally solidified (IN792 DS) [143] Ni-based superalloys,
connected to the re-arrangement of dislocation structures induced by heating to moderate temperature
(~500 °C). Dislocation cells present in the precipitate free (PF) zones of the matrix (Figure 10a,b) grow
to form cells of larger size; the process proceeds by steps modifying dislocation density and average
distance of pinning points; finally the growth stops when cells reach a size comparable to that of the
corresponding PF zone.

(b)

Figure 10. PWA 1483 superalloy. Precipitate free zones (PFZ) are indicated by red circles (a). The TEM
micrograph in (b) displays a network of dislocations inside a PFZ. Figure is taken from [142].

In general, the coarsening of the ordered v’ phase and changes in its morphology (rafting) are the
most relevant phenomena leading to the degradation of mechanical performances at high temperature.
As shown in Figure 11a,b, at high temperature and under an applied stress, the v’ particles, which
usually have a cuboidal shape (a), tend to coalesce, forming layers known as rafts (b). At very high
temperatures (above 1050 °C), rafting takes place during the initial part (1-3%) of the creep life, while
at lower temperature (~900 °C) it only completely develops during the tertiary creep.

00 "m

Figure 11. The typical morphology of the v’ phase in Ni-based superalloys (a). Results changed by
rafting (b).
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At the beginning of creep, dislocations are forced to bow in the narrow matrix channels where all
the plastic strain occurs, while v’ phase deforms elastically [144]. The progressive increase in plastic
deformation in the y phase enhances internal stresses, leading to dislocation shearing of y” particles
during the tertiary creep. Of course, v’ particle coarsening involves the degradation of creep properties.

Refractory elements, such as Re, Ta, Ru and W, are today added to Ni-based superalloys to
improve their high temperature properties [145-148]. These elements provide good creep strength
because their low atomic mobility retards dislocation climb in both 'y and v’ phases. Re concentrates
mostly in the y matrix, forming nanometric atomic clusters with short-range order, which reduce
rafting during creep and hinder dislocation movement. Moreover, Re promotes the precipitation of
topologically close-packed phases (TCP) [149]. The partition of refractory metals between the y and v’
phases occurs and is dependent on their relative contents in the alloy composition. For instance, the
amount of Re in the y’ phase increases by increasing W content in the alloy.

In general, these alloys have more than seven alloying elements in their composition, and the
addition of further elements may strongly alter segregation profiles in casting, thus solidification
has been extensively investigated, focusing the attention on the partition of elements in solid and
liquid during cooling [150-152]. Guan et al. [151] reported that liquidus and solidus decrease by
increasing Cr in Re-containing alloys, and changes of these critical lines induced by Ru, were observed
by Zheng et al. [153].

The addition of B and N to superalloys containing refractory metals affects solidification defects.
For instance, N has been proven to increase the micro-porosity [154], while B retards grain boundary
cracking and reduces the size of carbides with consequent improvement in mechanical properties [155].

Today, grain boundary engineering (GBE) represents an interesting field of research that could
contribute to the reduction of inter-crystalline damage to superalloys and, in general, to the improvement
of their mechanical properties [156]. Annealing twin boundaries are very important for GBE owing to
their low energy. Recently, Jin et al. [157] reported an interesting result about the correlation of the
annealing twin density in Inconel 718 with grain size and annealing temperature. These investigators
showed that twin density mainly depends on the original one in the growing grains, but not on the
temperature at which they grow, namely no new twin boundaries form during the grain growth process.

6.2. Manufacturing Parts of Complex Geometry

An aspect of relevant importance for these materials is the possibility of manufacturing aeronautic
components of complex geometry. Owing to their high hardness and poor thermal conductivity,
the machining of superalloys is challenging and novel techniques (e.g., see [158-162]) have been
investigated. For example, laser drilling and electrical discharge machining are used to produce
effusion cooling holes in turbines blades and nozzle guide vanes [158]. Even though the description
of such novel techniques goes beyond the scope of the current paper, it is worth noting that recently
there is an increasing interest of aeronautic industry in the use of Additive Manufacturing (AM) for the
production of Ni-based high-temperature components. Among the different AM technologies selective
laser melting (SLM) and selective electron beam melting (SEBM) are the most interesting as they enable
the preparation of almost fully dense metal parts of complex shape, starting from a computer-aided
design (CAD) model [163-169].

Components manufactured through SLM exhibit excellent mechanical properties and a strong
anisotropy. The directional heat flow during the process leads to columnar grain growth with
consequent crystalline texture, which especially affects creep resistance and fatigue life [170-174].
The (001) crystallographic direction has the lowest stiffness involving better creep resistance and longer
fatigue lives, thus it is optimal for the upward direction in gas turbine blades.

Recent experiments by Popovich et al. [174] on Inconel 718 demonstrated that suitable SLM
process parameters and laser sources allow material anisotropy to be controlled with great design
freedom (either single component texture or random oriented grains, or a combination of both of them
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in a specific gradient). The same approach can be also applied to design functional gradients with
selected properties and/or heterogeneous composition depending on the specific application.

SEBM is characterized by very high solidification rates and thermal gradients, leading to relevant
microstructure refinement with primary dendrite arm spacings two orders of magnitude smaller than
as-cast single crystals. Moreover, in samples of the CMSX-4 superalloy prepared with high cooling
rates, Parsa et al. [175] observed a high dislocation density, indicating the presence of internal stresses
which could lead to crack formation.

6.3. Welding of Superalloys

Cracks may form in Ni-based superalloys during both the production process and service life
under severe conditions of high temperature and stress in an extremely aggressive environment. Such
defects are generally repaired through welding [176], with significant economic saving.

Welding should preserve, as far as possible, the original microstructure without relevant residual
stresses in the molten (MZ) and heat affected (HAZ) zones, and chemical segregation changing the
composition of v and v’ phases. During the solidification the microstructure, the MZ is affected by
dendritic growth and solute partitioning, with the consequent formation of metallic compounds such
as carbides, borides etc. Another critical aspect is connected to the presence of low melting compounds
which could lead to micro-cracks after post-welding heat treatments (PWHTs) [177] and local residual
stresses in the MZ [178,179].

Some welding technologies are already mature, such as Transient Liquid Phase (TLP) bonding,
developed by Pratt & Whitney Aircraft and based on the spread with Ni-Cr-B or Ni-Cr-B-Si fillers;
Activated Diffusion Bonding (ADB) developed by General Electric with fillers of composition close to
that of the reference superalloy and with the addition of B and/or B+5i; Brazing Diffusion Re-metalling
(BDR) developed by SNEMECA with fillers with two components: one of a composition close to that
of the alloy, and the other, in small quantities, containing elements such as B and Si which lower the
melting point. The advantage of BDR is the slow isothermal solidification that makes the interdiffusion
of the elements easier, and guarantees a composition of the joint similar to that of the bulk superalloy.
Unfortunately, the costs of the above techniques are very high, particularly BDR.

In recent years, research has been focused on high energy density welding techniques such as
Laser Welding (LW) [180-182] and Electron Beam Welding (EBW) [183-186], which provide greater
penetration depth, reduced HAZ and minimal distortion, if carried out with a high speed of passes.
These techniques seem to be promising, as they represent simpler and cheaper solutions for repairing
cracks in Ni-based superalloys. Thanks to a reduced thermal input, high energy density welding
techniques, can realize joints with narrower seams and HAZ. By using LW and EBW techniques,
the superalloy microstructure is changed at little extent, so that residual stresses, micro-cracks, porosity
and other defects in the junction are limited. In addition, for each welded superalloy, the optimization
of the process parameters, such as pass speed and pre-heating of the workpiece, clearly plays a crucial
role (e.g., see ref. [186-188]).

7. Conclusions

The work provides an overview of recent advances in alloys for aeronautic applications, describing
current problems and perspectives.

The needs of the aeronautic industry stem from the strong competition to manufacture aircrafts
with improved technical features and reduced costs (i.e., extended service life, better fuel efficiency,
increased payload). In this challenge, materials play a crucial role. Advanced structural materials
should guarantee reduced weight, improved fatigue and wear behaviour, damage tolerance and
corrosion resistance, while for the hot engine sections alloys with better creep resistance, mechanical
properties at high temperature and high-temperature corrosion resistance are required.
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A critical analysis has been carried out on different kinds of materials including Al alloys,
Ti alloys, Mg alloys, steels, Ni superalloys and metal matrix composites (MMC), emphasizing the
structure—property relationships.

The development of new materials involves new technologies, and some of great relevance
for the aeronautic sector have been briefly examined. The attention has been focused on Refill
Friction Stir Spot Welding (RFSSW) for joining structural parts made of Al alloys, high energy density
techniques for welding Ni superalloys, and Additive Manufacturing (AM) for fabricating components
of complex geometry.

In the future, the microstructural and mechanical stability of Ni superalloys will be further
investigated and improved through careful tailoring of the composition to get higher operative
temperatures of aero-engines. Important advancements in structural materials are also expected.
The competition with Carbon Fiber Reinforced Polymers (CFRP) will drive new efforts to improve
the mechanical properties, especially fatigue strength and toughness, and corrosion resistance of Al
alloys. In the case of Ti alloys, the focus will be on the high-temperature resistance to pursue through
the control of phases and thermo-mechanical processing. The availability of new types of reinforcing
particles and fibers will be exploited to enhance the properties of MMC. Finally, the development of
strengthening methods for producing very strong Mg alloys opens new horizons for the aeronautic
applications of these materials which are excellent for weight reduction.
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