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Abstract: In this work, the effects of Ce content (0.1%, 0.2%, and 0.3 wt%) on the microstructures
and mechanical properties of Al-Cu-Li alloys were investigated. The results show that the grains of
Al-Cu-Li alloy are refined by adding Ce element. When Ce content is less than 0.1%, the ultimate
strength of the alloy increases with the increase of Ce content. However, the ultimate strength of the
alloy decreases when Ce content is above 0.1%. For Al-Cu-Li alloy with different Ce content, the
aging precipitation of T1 and θ′ phases play the main strengthening role. When Ce content increases
from 0.1 to 0.3%, dynamic recrystallization is promoted during hot deformation. The recrystallization
of the alloys is inhibited after T6 treatment with the increase of Ce content, which can be attributed
to existence of the Al8Cu4Ce phases on the grain boundary. This work provides an economical and
convenient method for improving the properties of Al-Cu-Li alloys by Ce addition.
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1. Introduction

In order to meet the requirement of some components with high-performance and
lightweight, aluminum–lithium alloys have been applied in the fields of aerospace and
transportation owing to their advantages, such as low density, low fatigue crack growth rate,
high specific strength, and good high-temperature and low-temperature properties [1–5].
So far, three generations of aluminum–lithium alloys have been developed. The third-
generation aluminum–lithium alloys, including 2195, 2050, 2099, 2198, and 2199, have been
successfully used to produce the carrier rocket tank and aircraft skins, a weight reduction of
about 10–20%, and a strength increase of about 15–20% [6,7]. Currently, many researchers
are devoted to developing fourth-generation aluminum–lithium alloys.

Rare earth micro-alloying is one of the important methods to produce novel aluminum–
lithium alloys. Some rare earth elements such as Ce, Sc, and Er could be utilized as the
beneficial alloying additions in Al-Cu-Li based alloys to improve their microstructures
and mechanical properties [8]. Suresh et al. [9] found that the grain was refined, and
precipitation kinetics were enhanced by adding Sc to AA2195 alloy. Yu et al. [10] found that
the recrystallization was restrained, and the strength of the alloy increased by adding 0.1
wt% Er to Al-3Li-1Cu-0.1Zr alloy. However, Sc, as an effective rare earth refiner, is limited
by its high price [11]. Due to the high proportion of Ce content in rare earth minerals, Ce
elements are mostly obtained when refining useful rare earth elements. The effects of Ce
element on the microstructure of aluminum alloy are as follows [12,13]. Firstly, the diffusion
of the main elements for the alloy is hindered and the coarsening of the primary phase is
delayed because of the addition of Ce element. Secondly, the primary AlCuCe phase acts
as a nucleating agent and increases the region of compositional supercooling, which finally
reduces the distance between the secondary dendrites. Thirdly, τ1 (Al8Cu4Ce) [14–16]
phase dispersion occurs during homogenization and thermomechanical processes, which
inhibits recrystallization during the subsequent heat treatment. Chaubey et al. [17] found
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that the morphology of the precipitates changed from spherical to needle-like and the
resistance from dislocation movement increased when the Ce content changed from 0.1%
to 0.4% (mass fraction). Meanwhile, the strength of the alloy changed with the increase of
Ce content. Yu et al. [18] found that the strength of the alloy increased by adding 0.2% Ce
to Al-5.87Cu-1.31Li alloy. Ma et al. [19] found the strength of the alloy decreased when the
Ce content of Al-4.24Cu-1.26Li alloy was about 0.11%.

Generally, the properties of aluminum alloys can be improved by means of inhibiting
recrystallization. The strength and fracture toughness of aluminum alloy has been greatly
improved by inhibiting recrystallization of the alloy, increasing the number of small grains
and fibrous microstructures [20–23]. For Al-Cu-Li alloys, recrystallization inhibition can
avoid intergranular fracture by reducing lithium segregation at the low angle grain bound-
ary (LAGBs) and then improving the strength of the alloy [24,25]. Yu et al. [26] found that
the addition of Ce element inhibited recrystallization of the alloy and improved the yield
strength and fracture toughness by adding 0.29wt% Ce to Al-Cu-Li-0.13Zr alloy.

Nowadays, the effect of Ce element on the mechanical property and inhibition re-
crystallization of aluminum lithium alloy has not been systematically studied. In order
to clarify the micro-alloying effect of the Ce element, Al-3.5Cu-1.2Li alloys with different
Ce content were fabricated in our work. The mechanical properties and microstructural
evolution of the alloy after rolling and heat treatment were investigated in this paper. The
feasibility of Ce addition to improve the alloy strength and the addition of optimal Ce
addition are discussed in detail. This study can provide an economical and convenient
method for performance enhancement.

2. Experimental Materials and Procedures

The experimental materials were Al-3.5Cu-1.2Li-0.5Mg-0.3Mn-0.3Zn-0.11Zr (wt.%)
with different Ce contents, as shown in Table 1. The alloys in this paper were called AL1-
AL4, respectively, according to the Ce contents. In order to fabricate the alloys, pure Al,
Li, Zn, Mg, and master alloys of Al-Cu, Al-Mn, and Al-Zr were melted in a high-purity
graphite crucible inside a vacuum high-frequency induction furnace and were poured into
the pre-heated mold. Then, the experimental ingots of AL1-AL4 were obtained.

Table 1. Chemical composition of experimental alloys (wt.%).

Alloy Cu Li Mg Mn Zn Zr Ce Al

AL1 3.5 1.2 0.5 0.3 0.3 0.11 – Bal.
AL2 3.5 1.2 0.5 0.3 0.3 0.11 0.1 Bal.
AL3 3.5 1.2 0.5 0.3 0.3 0.11 0.2 Bal.
AL4 3.5 1.2 0.5 0.3 0.3 0.11 0.3 Bal.

The experimental plates of AL1-AL4 alloy with dimensions of 110 mm × 40 mm ×
20 mm were taken from the ingot by Electrospark Wire-Electrode Cutting (BMG Co., Ltd.,
Suzhou, China). The specimens were heat treated at a temperature of 470 ◦C for 8 h and
a temperature of 520 ◦C for 24 h, and then cooled in air. The specimens were rolled at a
temperature of 420 ◦C until the thickness of the specimens was 4 mm and the deformation
extent of the specimen was about 80%. After the rolling process, the specimens were
solution-treated at a temperature of 500 ◦C for 2 h and quenched in water within 3 s. Then,
the specimens were age-treated at a temperature of 175 ◦C for 24 h.

In order to carry out the microstructure observation and mechanical property mea-
surement, the specimens were machined along the rolling direction (RD), normal direction
(ND), and transverse direction (TD). The tensile properties of the alloys after heat treatment
were measured with a CMT-5105 testing machine (WANCE Co., Ltd., Shenzhen, China)
at rate of 2 mm/min. The results were obtained from the average value of five tensile
specimens in the same condition.
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The microstructures of the specimens were characterized using an optical microscope
(OM, Zeiss, Primotech, Berlin, Germany), the X-ray diffraction (XRD, Bruker, Karlsruhe,
Germany), the electron back-scatter diffraction (EBSD, Carl Zeiss, Oberkoichen, Germany),
and a JEOL-2100F transmission electron microscope (TEM, FEI Company, Hillsboro, OR,
USA). The samples for OM observation were mechanically ground, then etched in standard
Keller’s reagent (1 mL HF + 1.5 mL HCl + 2.5 mL HNO3 + 95 mL H2O). The samples for
EBSD observation were firstly mechanically ground and then electrochemically polished
in the mixed 10% HClO4 and 90% C2H5OH solution at a temperature of −20 ◦C. In order
to perform the TEM analysis, the specimens were mechanically thinned to thicknesses of
about 60 µm, punched into foils of 3 mm in diameter, and electro-polished in 30% HNO3
and 70% CH3OH solution below −30 ◦C. The analysis was performed at an acceleration
voltage of 200 kV. Positions and dimensions of the specimen for microstructure observation
and tensile test are shown in Figure 1.
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Figure 1. Positions and dimensions of the specimens for microstructure observation and tensile test.

3. Results and Discussion
3.1. Microstructures of As-Cast Alloys

Figure 2 illustrates the optical micrographs of as-cast AL1, AL2, AL3, and AL4 alloys.
It can be seen that the α-Al dendrites were refined with the addition of Ce. As shown in
Figure 2a, the coarse dendrite microstructure can be seen in the as-cast microstructure of
the AL1 alloy. For AL2 alloy, the dendrites are still relatively coarse, but the dendrites were
refined compared to AL1 alloy, as shown in Figure 2b. With the increase of Ce content,
the dendrites were further refined, and the secondary dendrites arm spacing was reduced
at the same time, as shown in Figure 2c,d. The coarse dendrites were refined, and the
secondary dendrites arm spacing was reduced with the increase of Ce content.
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Figure 2. Optical micrographs of the as-cast alloys with different Ce contents (a) AL1; (b) AL2; (c) L3;
and (d) AL4.

Optical micrographs of AL1-AL4 alloys after homogenization treatment are shown
in Figure 3. It can be found that the dendritic structures almost disappear after homoge-
nization treatment. Most of the secondary phases in as-cast alloy have been dissolved into
α-Al matrix.
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Figure 3. Optical micrographs of homogenized alloys with different Ce contents (a) AL1; (b) AL2;
(c) AL3; and (d) AL4.

3.2. Microstructures of the Alloys after Hot Rolling

To investigate the effect of Ce element after rolling process on the microstructures of
AL1-AL4 alloys, EBSD analysis was used in our work. Figure 4 shows the inverse pole
figures and orientation maps of four alloys after 80% rolling reduction. Low angle grain
boundaries (LAGB) are marked with white lines, which are defined as misorientation
3◦ < θ < 15◦. High angle grain boundaries (LAGB) are marked with black lines, which
are defined as misorientation θ > 15◦. Different crystal orientations are represented by
different colors.
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As shown in Figure 4a, the grains of AL1 alloy are elongated significantly after hot
rolling with fibrous shape along the rolling direction, exhibiting a large aspect ratio. There
are a large number of LAGB in the fibrous shape grains, which indicates the presence
of a few recrystallization grains during hot rolling. When the Ce addition is 0.1%, the
microstructures keep elongated grains and the number of grain increased, as shown in
Figure 4b. Meanwhile, it can be seen that some recrystallized structures appear, and the
degree of recrystallization increases compared with AL1 alloy. With the increase of Ce
content to 0.2%, the number of coarse elongated grains of the alloy decreased. The grain
aspect ratios reduce and grain shape tends to spheroidize, as shown in Figure 4c. When
the Ce content increases to 0.3%, the grain size of the AL4 alloy changes slightly, as shown
in Figure 4d. However, the low angle grain boundary is significantly lower than that in
Figure 4c.

Figure 5 illustrates the microstructures of AL1-AL4 alloys after hot rolling. The defor-
mation grains, sub-structured grains (recovered with sub-grains), and recrystallized grains
of four alloys are shown in Figure 5 in three colors (red, yellow, and blue, respectively).
According to average misorientation angles, these grains are classified as recrystallized
grains when their average misorientation angle is above 15◦, and as sub-structured grains
if their average misorientation angle is between 3◦ and 15◦. The grains are defined as
deformation grains when their average misorientation angle is below 3◦.
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Figure 5. Microstructures of the alloys after rolling process (a) AL1; (b) AL2; (c) AL3; (d) AL4.

The dynamic recrystallization degree of AL1 alloy is about 0.5% after the rolling
process, as shown in Figure 5a. The deformation structure of the alloy changes with the
increase of Ce content, as shown in Figure 5b. An incomplete recrystallization consisting of
substructure grains, recrystallization grains, and deformation grains appears when the Ce
content is 0.1%. The degree of recrystallization of AL2 alloy increases from 0.5% to 13.6%.
When the Ce content increases to 0.2%, the degree of recrystallization of the alloy increases
slightly, as shown in Figure 5c. However, when the Ce content reaches 0.3%, the degree of
recrystallization of AL4 alloy decreases from 16.7% to 9.1%.

Figure 6 illustrates the misorientation distributions and the fractions of HAGBs of
AL1-AL4 alloys. The misorientation below 3◦ has been removed from Figure 6. It can
be found that the fraction of LAGBs is much higher than that of HAGBs. For AL1 alloy,
the average misorientation angle is 2.5◦, and the fraction of HAGBs is 2.4% as shown in
Figure 6a. When the Ce content increases from 0.1%, 0.2%, to 0.3%, the fractions of HAGBs
are 5.6%, 10.3%, and 8.2%, respectively. Meanwhile, the average misorientation angles are
3.0◦, 4.6◦, and 4.0◦, respectively, as illustrated in Figure 6b–d.
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Figure 7 illustrates the TEM images of AL1 and AL2 alloys after the rolling process.
AL1 alloy exhibits typical deformed microstructure with a large number of dislocation
structures after hot rolling. Compared with AL1 alloy, there are more dislocation structures
in the AL2 alloy, as shown in Figure 7b. From Figure 7c, it can be seen that the dislocations
entangle together and form a dislocation wall and sub-grains. The boundary of sub-grains
is shown in Figure 7d.
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3.3. Microstructure and the Mechanical Properties of the Alloys after T6 Treatment

To obtain the microstructure morphologies and the extent of recrystallization of the
alloys, EBSD analysis was carried out for the alloys with different Ce contents after T6
treatment. Figure 8 shows the inverse pole figure and orientation maps of AL1- AL4 alloys
after T6 treatment. For AL1 alloy without Ce element, there are many elongated grains,
and the average grain size is 51 µm, as shown in Figure 8a. From Figure 8b,c and d, the
microstructure of AL2, AL3, and AL4 alloys changes gradually. The recrystallization grains
occur at the triangle boundary, the grains size decrease, and the number increases with the
increase of Ce contents. The average grain sizes are 44 µm, 43 µm, and 39 µm, respectively.
As can be seen, the grains of the alloys are refined and spheroridized with the increase of
Ce content after T6 treatment.
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Figure 9 illustrates the recrystallized microstructure of AL1-AL4 alloys after T6 treat-
ment. Similar to Figure 5, the deformation grains, sub-structured grains (recovered with
sub-grains), and recrystallized grains of the four alloys are shown in three colors (red,
yellow, and blue, respectively). From Figure 9, the degree of recrystallization of the alloys
decreases significantly with the increase of Ce content. For AL1 alloy, the fraction of recrys-
tallization is relatively low, and the fractions of recrystallization grains and sub-structured
grains are 82.07%, and 17.92%, respectively, as shown in Figure 9a. It can be observed in
Figure 9b that the fractions of recrystallization grains and sub-structured grains of AL2 alloy
are 96.96% and 3.03%, respectively. It indicates that the recrystallization grains increase by
adding Ce content to Al-Cu-Li alloy, which is helpful to refine microstructure of the alloy.
However, when Ce content reaches 0.2% and 0.3%, the fractions of recrystallization are
76.24% and 45.47%, respectively, as illustrated in Figure 9c,d. Therefore, when Ce content
is above critical value, the degree of recrystallization decreases with the increase of Ce
content.
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Figure 10 shows the misorientation distributions and the fraction of HAGBs of AL1-
AL4 alloys after T6 treatment. The misorientation below 3◦ has been removed from
Figure 10. Compared with Figure 6, it is clear that the LAGBs have transformed into
HAGBs. The fraction of HAGBs for AL1 alloy is 30.5%, and the average misorientation
angle is 12.5◦, as shown in Figure 10a. When the Ce content of the alloy changes from 0.1%,
0.2%, to 0.3%, the fractions of HAGBs are 42.4%, 24.9%, and 28.5%, respectively. Meanwhile,
the average misorientation angles are 18.1◦, 10.4◦, and 11.5◦, respectively, as shown in
Figure 10b–d.
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To clarify the effects of Ce enrichment particles in Al-Cu-Li alloys on inhibition of
recrystallization. The Ce enrichment phases were investigated by XRD, and the results
are shown in Figure 11. The XRD patterns clearly show the presence of Al8Cu4Ce phases
in AL2-AL4 alloys after T6 treatment. The improved recrystallization resistance achieved
by Ce addition can be attributed to the formation of these Al8Cu4Ce phases in Al-Cu-Li
alloy [26]. These Al8Cu4Ce particles might exert a Zener pressure on the grain boundary,
which would retard their migration and inhibit recrystallization [27].
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Figure 12 shows the selected area electron diffraction (SAED) spectra, TEM bright-field
and dark-field images of AL2 alloy with 0.1% Ce and the AL1 alloy without Ce element. As
shown in Figure 12a, it can be found that there are bright θ′ phases in the SAED spectrum
along the direction of <100> of AL2 alloy, and the θ′ phases distributed uniformity. It
indicates that a large number of θ′ phases have precipitated in AL2 alloy. Figure 12b shows
the θ′ phases appear in the TEM bright field image along the direction of <100> of AL1
alloy. However, the number and density of θ′ phases are relatively fewer compared with
AL2 alloy. Bright T1 phases can be observed in the SAED spectrum along the direction of
<112> of AL2 alloy, and there are T1 phases parallel to each other in dark-field, as shown
in Figure 12c. This indicates that a large number of T1 phases have precipitated in AL2
alloy. From Figure 12d, T1 phases appear in the TEM dark field image along the direction
of <112> of AL1 alloy. The aging precipitated phases in AL1 alloy are T1 and θ′. Compared
with AL1 alloy, T1 and θ′ phases in AL2 alloy are distributed uniformly.

The mechanical properties of AL1-AL4 alloys after T6 treatment are illustrated in
Figure 13. It can be found that the ultimate tensile strength increases with the increase of Ce
content when the Ce content is less than 0.1%. However, the ultimate tensile strength of the
alloy decreases when the Ce content increase to 0.2% and 0.3%. The yield strength exhibits
the same trend, while the change of elongation is not obvious, as shown in Figure 13b.
Compared with AL1 alloy, when Ce content is 0.1%, the ultimate tensile strength of AL2
alloyincreasese from 484 MPa to 514 MPa.
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3.4. Discussion of Effecting Mechanism

The above results show that the microstructure evolution and the tensile properties
of the alloys are mainly related to the Ce content, the grain size and number, and the
distribution of the main precipitated phases. Some studies [28,29] show that the Al-Cu-Li
alloy is strengthened mainly by T1 and θ′ phases precipitated from the solid solution matrix
during the aging process. The strengthening effect depends on the size, morphology, and
volume fraction of the precipitate phases. Because the radius of Ce atoms (0.182 nm) is larger
than that of Al atoms (0.143 nm), it is easy to lead to lattice distortion and increasing of the
energy, when Ce atoms solute to the Al matrix in the form of a supersaturated solid solution.
After solid solution treatment, many supersaturated vacancies are accumulated around Ce
atoms, which results in reducing the lattice distortion energy and vacancy formation energy
at a low energy level [30]. The vacancy clusters are located in the preferential nucleation
positions of the primary phase T1 due to introducing the dislocations [31]. Therefore, the
nucleation of T1 phase is promoted by the Ce atomic clusters, as shown in Figure 12.
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The Ce element usually exists in the form of solid solution, and segregates at grains
and phase boundaries, and rare earth compounds in Al-Cu-Li alloys. From Figure 7, it can
be observed that the density of dislocations increased when 0.1% Ce was added into the
AL1 alloy, and thus the contributions of dislocation strengthening increased. Additionally,
the coarse dendrites were refined, and the secondary dendrites arm spacing was reduced
with the increase of Ce content. The grains of T6 treated alloys are also refined, as shown in
Figures 2 and 8. This is because the solid solubility of Ce element in Al alloys is very small.
In the process of solidification, Ce elements easily gather at the front of the solid–liquid
interface. This results in the redistribution of solute elements and increases the composition
supercooling of the liquid phase, thus intensifying the branching process, refining the
dendrite shape, and reducing the dendrite spacing. In addition, some compounds formed
from Ce, Al, and other elements hinder the grain growth at grain boundary. Some research
shows that the second Al8Cu4Ce particles form during solidification of Al-Cu-Ce alloys,
which can promote the non-uniform nucleation [32]. The Al8Cu4Ce particles are broken due
to the rolling process, but these broken particles still cannot be completely dissolved during
the solid solution treatment, which can hinder the grain boundary migration during the
subsequent recrystallization process, thus refining the recrystallized grain. The relationship
between the strength increasement and grain refinement can be expressed by the following
equation [33]:

∆σH−P = k
(
dCe−containing − dCe−free

)
(1)

The value of k for aluminum alloys is 0.04 Mpa ×m1/2, and the Equation (1) shows
that the strength of the alloy can be improved by grain refinement. From Figure 13, it can
be seen that the strength of AL2 alloy is higher than that of AL1 alloy.

From Figure 6, it can be observed that the fraction of HAGBs increases from 2.4%
to 8.2% with the increase of Ce content. With the increase of HAGBs, the fraction of
recrystallization grains increases from 0.5% to 9.1% (Figure 5). At the same time, the
average misorientation angle of the alloy increases from 2.5◦ to 4.0◦. These results indicate
that the addition of Ce element can promote dynamic recrystallization of the alloy during
deformation. From Figure 9, it can be clearly observed that the fraction of recrystallized
grains decreases gradually with the increase of Ce content, from 96.96% of AL2 alloy to
45.47% of AL4 alloy after T6 treatment. The reason for this is that static recrystallization
of the alloy during heat treatment can be hindered due to the Ce element, which can be
attributed to the formation of a large number of small Al8Cu4Ce phases. These Al8Cu4Ce
phases become smaller sizes after rolling deformation with large reduction. Due to the high
temperature stability of Al8Cu4Ce phase, it is hard to redissolve during heat treatment,
which hinders recrystallization by pinning dislocation and sub-grain migration [34,35].

The more Ce content of the alloy there is, the more insoluble Al8Cu4Ce particles are.
The Al8Cu4Ce phase particles can refine the microstructure and hinder recrystallization of
the alloys after adding little amounts of Ce. To a certain extent, it is beneficial to improve
the mechanical property of the alloys. However, with the increase of Ce content, many Cu
atoms of the alloy exist in the form of Al8Cu4Ce particles after solid solution treatment,
rather than in the solid solution matrix as solid solution Cu atoms, which leads to decreasing
the mechanical properties of AL3 alloy and AL4 alloy. The addition of trace amounts of Ce
can improve the binding energy of Cu atoms in the matrix. The Ce element in the matrix
reduces the diffusivity of solute atoms Cu and Mg during aging and effectively inhibits the
coplanar slip, which improves the mechanical property of the alloy.

4. Conclusions

The purpose of this study is to investigate the effect of Ce alloying on the microstruc-
ture and mechanical properties of Al-Cu-Li alloys. The following conclusions are drawn
from the present study:

(1) The dendrites are refined, and the secondary dendrites arm spacing is reduced
by the as-cast alloys with the increase of Ce content. The average recrystallized grain size
of four alloys after T6 treatment are 51µm, 44µm, 43µm, and 39µm, respectively, when
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Ce content is added from 0.0% to 0.3%. The Al8Cu4Ce particles can promote nucleation
during solidification, while the particles are difficult to dissolve into the solid solution
matrix during subsequent treatment, which can hinder grain boundary migration during
recrystallization and refine the recrystallized grains.

(2) The recrystallization of the alloys is inhibited during T6 treatment with the increase
of Ce content. This can be attributed to the existence of the Al8Cu4Ce phases at the grain
boundary. The aging precipitation T1 and θ′ phases of the alloys are promoted by adding
Ce element to the alloy.

(3) With the addition of Ce content from 0.1% to 0.3%, the ultimate tensile strength
and yield strength of the alloy after T6 treatment firstly increase and then decrease. The
ultimate tensile strength is a maximum of 514 MPa when Ce content is 0.1%.
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