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Abstract: Contact solution treatment (CST) of Al-Zn-Mg—Cu alloys can shorten solution time to
within 40 s in comparison with 1800 s with traditional solution treatment using a heating furnace.
Heating temperature is the key factor in solution treatment. Considering the short heating time of
CST, the ultra-high solution temperature over 500 °C of Al-Zn-Mg—Cu alloys was studied in this
work. The effects of solution temperatures on the microstructures and the mechanical properties were
investigated. The evolution of the second phases was explored and the strengthening mechanisms
were also quantitatively evaluated. The results showed that solution time could be reduced to 10 s
with the solution temperature of 535 °C due to the increasing dissolution rate of the second phase
and the tensile strength of the aged specimen could reach 545 MPa. Precipitation strengthening was
the main strengthening mechanism, accounting for 75.4% of the total strength. Over-burning of grain
boundaries occurred when the solution temperature increased to 555 °C, leading to the deterioration
of the strength.

Keywords: Al-Zn-Mg—Cu alloys; contact solution treatment; microstructures; mechanical properties;
strengthening mechanism

1. Introduction

Hot stamping (HS) of Al alloys is increasingly applied to the manufacture of automo-
tive body parts due to the demand for vehicle weight reduction. In HS, solution treatment
is needed firstly to make the second phases fully dissolve in the Al matrix and then the
hot blank is transferred to the cold die for in-die forming and quenching, followed by T6
ageing treatment to obtain high-strength formed parts [1,2]. The solution treatment of Al
alloys is generally conducted by heating furnaces. The HS experiment of a B pillar made of
7075 Al alloys conducted by Harrison et al. [3] showed that the solution time is 1800 s and
the forming and quenching time is only 20 s, which indicates that too long a solution time
cannot be synchronized with subsequent forming and quenching processes. Exploring
new solution treatment methods and shorten solution time is highly significant for the
manufacturing of Al alloy HS parts. Although the pulse current and the salt bath furnace
solution treatment put forward by Xu et al. [4,5] and Chang et al. [6] can shorten solution
time to some degree, the factors, such as current stability and salt bath duration, limit the
application of these methods. Zhang et al. [7,8] have found that contact solution treatment
(CST) can significantly shorten the solution time within 40 s and the mechanical proper-
ties of the specimens after ageing are slightly better than those of the solution treatment
specimens by a heating furnace.

Solution temperature is generally determined by dissolving temperature of soluble
phase. The temperature of 475 °C is currently regarded as the solution temperature of
Al-Zn-Mg-Cu alloys [9], but some studies have shown that the second phases cannot be
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fully dissolved at 475 °C. Mazibuko and Curle [10] have confirmed that Al,CuMg phase
can fully dissolve into the Al matrix with the solution temperature of 490 °C. However, the
high solution temperature and the long solution time in a heating furnace will lead to grain
growth and insoluble phase coarsening, which will have a negative impact on material
properties. There are currently very few studies that explore ultra-high temperature (higher
than 475 °C) solution treatment of Al-Zn-Mg—Cu alloys.

Considering the high heat rate and the short heating time of CST, the CST experiments
of Al-Zn-Mg—Cu alloys with solution temperature over 500 °C were conducted and the
effect of the solution temperatures on the microstructures and the mechanical properties of
Al-Zn-Mg—Cu alloys was investigated in this study.

2. Materials and Methods

The 2 mm 7075-T6 Al alloy was used and its chemical composition is shown in Table 1.
The experimental device is shown in Figure 1. It mainly consists of the upper contact
body, lower contact body, and cartridge heaters. The specimens were put between two
heated contact bodies to be heated with different holding time (including heating time). For
the detailed contact solution device and methods refer to references [7,8]. Three solution
temperatures were used to study the effect of solution temperature on the microstructures
and the mechanical properties. The experimental parameters are shown in Table 2. Three
specimens were repeated for each condition. After being quenched, artificial aging (AA)
treatment of solution specimens was conducted at 120 °C for 24 h. Figure 2 displays the
heating rates with different solution temperatures. When the contact bodies temperature is
475 °C, the heating rate of the specimen is 15.8 °C/s and the temperature of the specimen
can reach 470 °C with 30 s holding time. With the contact bodies temperature increasing to
535 °C, the heating rate rises to 50 °C/s and the temperature of the specimen can reach
500 °C within 10 s. When the contact bodies temperature is increased to 555 °C, the heating
rate of the specimen changes little, and the temperature of the specimen reaches 515 °C
after holding for 10's.

Upper contact body

Specimen

Lower contact body

Figure 1. Experimental device.

Table 1. Chemical composition of 7075 Al alloy(wt%).

Element Zn Mg Cu Fe Si Mn Cr Ti Other Al

. 51~ 21~ 12~
Wt 1 50 50 <05 <04 <03 <02 <02 015 Bal
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Table 2. Experimental parameters of contact solution treatment (CST).
, Contact Body . . Holding Temperature of the
Conditions Temperature/°C Holding Time/s Pressure/MPa Specimen/°C
CST475-40 475 30 20 470
CST535-10 535 10 20 500
CST555-10 555 10 20 515
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Figure 2. Temperature variation curves of specimens with different CSTs.

Uniaxial tensile tests were conducted using a universal testing machine (WDW-300)
at room temperature with an initial strain rate of 1 x 1073-s~1. The specimens with the
gauge section of 30 mm X 4 mm was used in this study. Each condition was repeated for
three times. The electrical conductivity of the quenched specimens was measured using
the Sigma2008 eddy current meter.

Keller reagents (1 mL HF, 1.5 mL HCL, 2.5 mL HNOj3 and 95 mL H,0O) were used
to etch the microscopic specimens. The morphology and grain size of the specimens
were observed using a ZEISS optical microscope (OM). The second phases of quenched
specimens were measured using a D/max-2500PC X-ray diffractometer. Transmission
electron microscope (TEM) specimens were made by ion polishing and then were examined
with a JEM-2100 TEM operated at 200 kV.

3. Results and Discussion
3.1. Analysis of Mechanical Properties

The engineering stress vs. strain curves for the specimens after ageing treatment are
shown in Figure 3. The yield strength, tensile strength and elongation of the specimens
are presented in Table 3. Compared with the C5T475-30 + AA specimen, the strength of
the CST535-10 + AA specimen increases slightly and the tensile strength reaches 545 MPa.
This may be due to the fact that the high solution temperature in CST can accelerate the
dissolution of the second phases. However, the strength of the CST555-10 + AA specimen
decrease dramatically, which may be the result of the second phases coarsening. The
decrease of elongation may be caused by the over-burning of grain boundaries due to
temperature being too high.
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Figure 3. Engineering stress vs. strain curves at different solution temperatures.

Table 3. Yield strength, tensile strength and elongation of the specimens after ageing treatment with
different solution temperatures.

Conditions Yield Strength (MPa)  Tensile Strength (MPa) Elor(log/a)tlon
CST475-30 + AA 465 538 11.6
CST535-10 + AA 472 545 11.2
CST555-10 + AA 418 523 9.1

3.2. Grain Morphology Observation

Figure 4 displays the optical microstructures of the quenched specimens with different
solution temperatures. The CST475-30 and CST535-10 specimens exhibit even grains
distribution, as shown in Figure 4a,b. Grain size was measured using Image J software and
the results are shown in Figure 4d,e. The average grain sizes of the CST475-30 and CST535-
10 specimens are 45 £ 5.4 um and 41 + 7.3 um, respectively. There is little difference in
grain size between them. The grain boundaries of the CST555-10 specimen show obvious
coarsening (refer to Figure 4c) because of the local over-burning, which is the main reason
for the decrease in the mechanical properties. Therefore, the solid temperature of 555 °C
has a significant negative impact on the mechanical properties.
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Figure 4. Optical microstructures of quenched specimens (a) CST475-30 (b) CST535-10 (c) CST555-10 (d) CST475-30 grain
size distribution (e) CST535-10 grain size distribution.

Because the original material had been treated with T6 condition, the initial deforma-
tion energy storage is small, so it can be considered that there is no work hardening. Due
to the short solution time, the grains hardly grow and coarsen [11,12]. The grain boundary
strengthening effects of the CST475-30 and CST535-10 specimens were quantified using the
Hall-Petch equation:

Ao =0y —0y=—= 1)

Vd

where d is average grain diameter, 0y is friction stress and k, is Hall-Petch coefficient.
Wert et al. [13-15] have investigated the effect of grain size on the yield strength of the
7000 series Al alloys, and have obtained the Hall-Petch coefficient k, of 7075 Al alloy is
0.12 MPa/m [16,17]. The grain boundary strengthening contributions of the CST475-30
and CST535-10 specimens are 17.89 MPa and 18.74 MPa, respectively. There is a difference
of 0.85 MPa and the proportion of strengthening contribution under these two conditions
does not exceed 4%.

3.3. Analysis of the Second Phases Evolution

Figure 5 shows the X-ray diffraction (XRD) results of the CST475-30 and CST535-10
specimens. The second phases of Al-Zn-Mg-Cu alloys are mainly composed of the low-
melting MgZn, phase, the high-melting Al,CuMg phase, and the insoluble phases such
as Mg,Si and AlyCujFe [18,19]. After solution treatment, the phase peaks of MgZn; and
Al,CuMg basically disappear, which indicates that most of MgZn, and Al,CuMg phases
dissolve. Using the calculation, the lattice parameters a of the two specimens are 4.0627
nm and 4.0638 nm, respectively. It can be inferred that the lattice distortion of CST535-10
specimen is larger because of more second-phase dissolution. The second phase solubility
is inversely proportional to the conductivity [20]. The conductivities of the quenched
CST475-30 and CST535-10 specimens are 18.2 MS/m and 17.8 MS/m, respectively. It can
also demonstrate that the lattice distortion of the CST535-10 specimen is larger, which is in
agreement with the results of the lattice parameters calculation.



Metals 2021, 11, 842

6 0f 9

25,000 * # L UKY
] A MgZn,
L]
20,000 - Acue
=
£ 15,000
)
:: .
& 10,0004 *
3 o +* *
= 5 600 J CST535-10 | B
CST475-30 2l
0 N S8 W S B L

20 30 40 50 60 70 80
2Theta/degree

Figure 5. X-ray diffraction (XRD) with different solution temperatures.

For the CST, the increase of the contact bodies temperature resulted in the increase
of temperature difference between the contact bodies and the specimen and thus the
heat input per unit time was increased. High heating rate can increase the equilibrium
temperature of phase transformation, which shortens the dissolution time of GP regions
and low-melting MgZn; phase.

The dissolution rate of the high-melting eutectic phases is mainly determined by
thermodynamic equilibrium temperatures. Because the heating rate is limited in the
solution treatment by using the heating furnace, the eutectic phases with different melting
temperatures dissolve into the matrix in a certain sequence, which results in the long
dissolution time [21,22]. The melting point of the Al,CuMg phase is about 450 °C, and the
(CST475-30 specimen needs 20 s to reach 450 °C. Due to thermal lag effect, it is generally
believed that the dissolution temperature of the Al,CuMg phase is about 15 °C lower
than the specimen temperature [23]. Therefore, it is impossible to dissolve the Al,CuMg
phase in a short time at traditional optimal solution temperature of 475 °C. Additionally,
Wen et al. [24] believed that the solute atoms such as Zn, Mg, Cu etc. will regenerate
Al,CuMg phase in the local regions with solution temperature below 450 °C due to their
different diffusion rates in solution treatment. Peng et al. [25,26] found that ALL,CuMg
phase will hardly dissolve and even coarsen with the temperature below 450 °C, which
will have a significant negative impact on the dissolution process. Moreover, Liu et al. [27]
have studied the dissolution of the Al,CuMg phase and found that the full dissolution
temperature needs to be 493 °C. Deng et al. [28] have designed two-stage solution treatment
for Al-Zn-Mg—Cu alloys and used the temperature over 490 °C in the second stage, aimed
at making the Al,CuMg phase fully dissolve. In the CST with ultra-high temperature, the
temperature of the CST535-10 specimen could increase to more than 450 °C in 5 s, and
reached 500 °C with 10 s. Therefore, there was no aggregation of Al,CuMg phase during
rapid dissolution process.

The dissolution of soluble phases in ultra-high temperature CST mainly occurred in the
high-temperature range. The solute atoms moved faster due to the high temperature and
large diffusion coefficient, while the elastic stress field in the aluminum matrix decreased
or even disappeared under the influence of high temperature, which was conducive to the
diffusion of solute atoms in the aluminum matrix.

The increase of solution time may result in coarsening of insoluble phase. In the
process of solid solution, Cu atoms will gather around Fe-rich phase (such as AlFe3 phase)
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by the driving force of high temperature and make it most likely transform into a more
stable Al;Cu,Fe phase. The research results of Zou et al. [29] also showed that long solution
time will cause the coarsening of the Mg,5i phase. The coarsening of the insoluble phases
such as Aly;CuyFe and Mg,Si will consume solute elements during the ageing process and
reduce the strength of the alloy [30-32]. Therefore, the short solution time of 10 s in the
ultra-high temperature CST was beneficial to reduce the negative effect of the insoluble
phases coarsening.

Figure 6 displays the TEM microstructures of the specimens after ageing treatment.
Compared with the CST475-30 + AA specimen, the number densities of the precipitates of
the CST535-10 + AA specimen were obviously increased. The reason is that the ultra-high
solid solution temperature could eliminate the segregation of solute elements in the alloy,
which was beneficial to the nucleation and precipitation of the second phases. In addition,
the solution temperature increase would obtain the higher supersaturated vacancy concen-
tration after quenching and promote the dispersed precipitation and uniform distribution
of the second phases. Therefore, the precipitation strengthening effect of the CST535-10
+ AA specimen was better. For Al-Zn-Mg-Cu alloys, Orowan strengthening is the main
strengthening mechanism, and the strengthening effect mainly depends on the size and
quantity of the second phase particles, as shown in Equation (2):

0.4Gb 1n(27/b)
mw/l—-0v Ap

where b is the Burgers vector and b = 0.286 um. M is average orientation factor, for the 7075
Al alloy with fcc structure, M = 3.06. G is shear modulus of 26.9 GPa. v is Poisson’s ratio
of 0.33. 7 is calculated diameter of precipitates, generally 7 = \/2/3r, r is average diameter
of statistical measurement. A, is mean edge-to-edge interprecipitate spacing [33,34]. The
average precipitates sizes of the CST475-30 + AA and CST535-10 + AA specimens are
60 & 7.2 nm and 48 & 4.6 nm, and the mean spacing are 56 nm and 50 nm, respectively.
The precipitation strengthening contributions of the C5T475-30 + AA and CST535-10 + AA
specimens are 382 MPa and 411 MPa, respectively.

AGorowan = M

@

Figure 6. Transmission electron microscopy (TEM) micrograph of 7075 Al alloy after ageing treatment, (a) CST475-30 + AA,

(b) CST535-10 + AA.

4. Conclusions

This paper investigated the effect of ultra-high temperature CST on the microstructures
and mechanical properties of 7075 Al alloy. The results are shown as follows:

(1)  With the increase of the solution temperature, the temperature rise rate of the specimen
increased and the holding time decreased. When the solution temperatures were
475 °C and 535 °C, the mechanical properties of the specimens were similar. However,
when the solution temperature increased to 555 °C, the grain boundaries of the
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specimen showed local over-burning, leading to the decrease in the mechanical
properties.

(2)  With the contact bodies” temperature of 535 °C and holding time of 10 s, the dissolu-
tion of low-melting MgZn?2 phase was fast and the coarsening of the high-melting
Al2CuMg phase in the low-temperature range was avoided. The tensile strength of
the specimen was 545 MPa after artificial aging, and the contribution of precipitation
strengthening was 411 MPa, accounting for about 75.4% of the total strength.
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