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Abstract

In order to understand intergranular corrosion (IGC) and stress corrosion cracking
(SCC) in aluminium (Al) alloys, a detailed understanding of the microstructure is
required. Finding ways to improve corrosion problems, while maintaining high
strength, will enable Al alloys to become more applicable in components in the
automotive and aerospace industries. An experimental tool enabling studies of the
microstructure at the required length scales is the (scanning) transmission electron
microscope ((S)TEM). This is the main experimental tool used in this work.

The results of this thesis is presented as six research papers. The three first con-
cerns Al-Mg-Si-Cu alloys and IGC properties, and the final three concerns Al-Zn-
Mg alloys and SCC properties.

Paper I investigates the influence of the a-Al(Fe,Mn,Cu)Si particles on IGC,
by comparing two Al-Mg-Si-Cu alloys with- and without the presence of these
particles. Both alloys were IGC tested for 1 to 120 h. Microstructures were stud-
ied using scanning electron microscopy (SEM), (S)TEM, and electron backscatter
diffraction (EBSD). Presence of a-particles yields significantly more uniform IGC
attacks and higher corrosion rates. The maximum depth of IGC attacks become
similar, in both alloys, after ~20 h exposure. This is attributed to formation of
Cu-rich particles at the corroded grain boundaries, which catalyses the cathodic
reaction.

Paper II conducts a detailed analysis of grain boundaries in an extruded Al-Mg-
Si-Cu alloy. EBSD demonstrates the presence of three main categories of grain
boundaries in addition to sub-grain boundaries. These are systematically analysed
using high-resolution STEM. IGC properties were statistically correlated with the
same defined grain boundaries. A higher density of metastable Q'-phase grain
boundary particles correlates with a reduction in Cu segregation at grain boundar-
ies and an increased IGC resistance.

Paper III demonstrates a correlation between the amount of Cu incorporated in
hardening precipitates and IGC resistance in an artificially aged Cu-containing



6005A alloy. Three mechanisms have been identified to increase Cu absorption in
hardening precipitates: by increasing ageing temperature, by pre-deformation and
by slow cooling from solution heat treatment (SHT).

Paper IV provides new information on the atomic structures of solute-rich clusters
forming during natural ageing in Al-Zn-Mg alloys. Observations from high-angle
annular dark-field (HAADF)-STEM images suggest a novel type of cluster unit
of high Zn/Mg ratio to be the fundamental building block in all observed cluster
configurations. The unit is essentially a partial substitution by Mg and Zn on the
face-centered cubic Al cell and its surrounding truncated cube octahedral shell.
A simple set of principles based on ’Frank-Kasper’ structures can describe how
the basic units arrange with respect to each other to form larger clusters. Density
functional theory calculations, atom probe tomography and simulated diffraction
patterns support the proposed atomic models.

Paper V investigates precipitation behaviour in an industrially extruded AA7003
alloy studied using (S)TEM together with differential scanning calorimetry. Air-
cooling (AC) after SHT results in quench-induced heterogeneous precipitation of
both 5-MgsSi and n-MgZns phases. Detailed (S)TEM characterisation of resulting
nanoscale precipitates after artificial ageing, demonstrates that the orientation and
size of the precipitates are different in the T6 and T7 temper. In addition, the
T7 state forms 6xxx-type hardening precipitates only after a water-quench from
SHT. Results presented here are expected to be relevant for any Si-containing 7xxx
alloy and open new possibilities for development of hybrid 6xxx- and 7xxx series
aluminium alloys.

Paper VI studies SCC using the double cantilever beam method and slow strain
rate tensile tests for the same alloy and tempers as in Paper V. Microstructural
features, including grain boundary particles, precipitate free zones and matrix pre-
cipitates have been studied using (S)TEM and SEM. A difference in the SCC prop-
erties is established between the two tempers. The dominating difference in mi-
crostructure is the size and orientation of hardening phases. Possible explanations
between the microstructural observations and SCC properties are discussed.

The results presented in this thesis are expected to be relevant in further under-
standing microstructure, IGC and SCC in aluminium alloys.



Preface

This thesis is the result of the scientific work conducted between August 2016
and June 2020 at the Norwegian University of Science and Technology (NTNU),
Department of Physics. It is submitted in partial fulfilment of the requirements for
the degree of Philosophiae Doctor (Ph.D.).

The work has been conducted as a part of the competence building project en-
titled: *Fundamentals of intergranular corrosion in aluminium alloys’ (FICAL),
supported by the Research Council of Norway, Norsk Hydro, Benteler Automot-
ive Raufoss, Steertec Raufoss and Grianges, and with NTNU and SINTEF as re-
search partners. Ambitions are to acquire fundamental insights into grain bound-
ary corrosion processes, which require microstructural investigations at the nano-
scale. Therefore, the work has mostly consisted of transmission electron micro-
scopy (TEM) investigations carried out at the TEM Gemini Centre in Trondheim,
Norway.

The thesis is divided into three parts. Part I provides the background and motiva-
tion for the thesis, introduction to aluminium, corrosion phenomena and methodo-
logy; and consists of 4 chapters. Part II contains the results presented as 6 journal
publications. Part III is dedicated to a summary and outlook.
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BACKGROUND






Chapter 1

Introduction

1.1 Motivation

Aluminium (Al) alloys are among the most used medium-to-high strength ma-
terials in automotive and aerospace applications [1-4]. Properties such as high
strength-to-weight ratio, formability and machinability, corrosion resistance, high
thermal- and electrical conductivity, and the possibility of recycling, are all reasons
aluminium production is increasing while finding its way into many new applica-
tions. It is of interest to replace heavy structural components of other metals in the
transportation industry with lighter aluminium alloys to increase the distance trav-
elled on the same amount of fuel without compromising on strength, effectively
fulfilling the demand for reducing CO> emissions [5].

A large amount of energy (~17.000 kWh/ton) is required to produce primary alu-
minium [2, 6]. Due to the availability of clean hydropower, aluminium is one of
Norway’s most important export products, following the oil and gas, and fish farm-
ing industries [7, 8]. Nearly 75% of all aluminium produced up until today is still
in its first use and has the possibility to be recycled [6]. This has huge economic
and environmental savings, as recycling only require ~5-7% of the energy used to
produce the primary aluminium.

Alongside the positive properties of aluminium, certain alloy compositions and
processing routes may result in unwanted corrosion phenomena. These may limit
usage in certain applications. The corrosion phenomena studied here are called
intergranular corrosion (IGC) and stress corrosion cracking (SCC). To investig-
ate such properties, detailed microstructural investigations at the nanoscale of all
relevant microstructural features are required. An analytical tool enabling such
studies is the transmission electron microscope (TEM).
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1.2 Objectives

This work is part of the larger competence building project 'fundamentals of inter-
granular corrosion in aluminium alloys’ (FICAL). The overall aim is to obtain im-
proved fundamental understanding of how corrosion susceptibility of aluminium
alloys is connected to the microchemistry and microstructure, the bulk of grains,
and particularly in the regions around grain boundaries [9]. The central objective
is to understand the development of grain boundary microstructure and chemistry
according to alloy composition and processing and, relate this to IGC susceptib-
ility and its underlying mechanisms. This information is ultimately to be used in
models that may predict the microstructure and its susceptibility to IGC [9].

1.3 Scope

It is important to state that there are limitations to the work presented in this thesis.
First of all, the work is entirely experimentally oriented and mostly limited to
scanning- and transmission electron microscopy. The purpose of this study is not
to develop or establish a theory behind the corrosion processes taking place, but
rather to provide fundamental microstructural information, which has important
roles in such theories. Therefore, microstructural studies of features only access-
ible through state-of-the-art equipment is the main focus in this work. Following
the industrial interest in the project, the thesis work is divided into two main parts:
one part concerning Al-Mg-Si alloys and IGC, and a second part concerning Al-
Zn-Mg alloys and SCC.



Chapter 2

Aluminium Alloys

This chapter is dedicated to give a brief summary of aluminium alloys, with special
emphasis on the factors which may affect corrosion properties in the final product.

2.1 Classifying aluminium alloys

Aluminium alloys are classified as either cast- or wrought alloys. Cast alloys are
directly cast into their final shape from the melt, while wrought alloys are pro-
duced as billets for subsequent forming by extrusion, drawing, forging or rolling.
Wrought alloys are divided into groups, according to their main alloying ele-
ment(s), as summarised in table 2.1. A four-digit nomenclature is commonly ap-
plied to classify them based on the principle element(s) and composition.

Table 2.1: General classification of wrought aluminium alloys. Modified from [2].

Alloying elements Heat treatable?  Applications

Ixxx None Electrical conductors, architectural applications

2xxx  Cu, (Mg, Li) Yes Aerospace applications

3xxx Mn, (Mg) Heat exchangers, packaging, architectural applications
4xxx  Si Architectural applications

Sxxx Mg Automotive- and marine applications, packaging

6xxx Mg, Si, (Cu) Yes Extruded and rolled products, automotive applications
7xxx Zn, Mg, (Cu) Yes Aerospace- and automotive applications

8xxx Various

High purity aluminium exhibits a yield strength of only 7-11 MPa [2]. For this
reason, it is alloyed with other elements to provide strength by introducing various
defects in the aluminium lattice. The maximum solubility of selected elements
are summarised in table 2.2. Mg and Zn demonstrate high solubilities, followed
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by Cu and Si. Elements such as Fe, Mn, Cr and Zr have low solubility, but play
important roles in processing of aluminium alloys as they form particles which
influence grain structures and thus a range of the material properties.

Table 2.2: Solid solubility of common alloying elements in aluminium at the eutectic (E)
or peritectic (P) temperature. The table is adapted from [2, 3].

Maximum solid solubility

Element Temperature (°C)  at.% wt. %
Cu 548 (E) 2.40 5.65
Fe 665 (E) 0.025 0.05
Mg 450 (E) 18.5 17.4
Mn 658 (E) 0.90 1.82
Si 577 (E) 1.59 1.65
Zn 443 (P) 66.4 82.8
Zr 660 (P) 0.08 0.28

2.2 Thermo-mechanical processing

Alloyed aluminium products are subjected to a thermo-mechanical processing
route before reaching their final shape with specific properties. A typical pro-
cessing route for age hardenable (heat treatable) alloys is schematically shown in
figure 2.1.

Firstly, alloys are cast into billets by e.g. the direct chill (DC) casting method.
During the solidification process, elements with low solubility, such as Fe, will
form particles referred to as primary particles. A second heat treatment at tem-
peratures below the melting point, called homogenisation, is conducted to even
out concentration gradients of solutes formed during solidification. The primary
particles are here (often) transformed into the a-phase in the process referred to as
5 to « transformation [10-12]. In addition, a new set of particles, called dispers-
oids, may form during homogenisation [13-16]. After homogenisation, the alloys
are either extruded or rolled, before a possible subsequent forming process [17].

Prior to extrusion, the alloy is pre-heated to dissolve precipitates that may have
formed to make the alloy as soft as possible, in order to limit the amount of
force needed to push the billet through the forming die. During extrusion the
microstructure typically develops into long fibrous grains along the extrusion dir-
ection, resulting in grains with defined orientations and a strong anisotropy in
material properties. Following extrusion, the alloy is typically either air-cooled
or water-quenched. Extruded profiles are typically stretched to make the profile
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Figure 2.1: Schematic diagram of the thermo-mechanical processing of aluminium alloys,
showing the most important steps from casting to an extruded product. The solution heat
treatment (SHT) is shaded as many products are not subjected to this stage.

straight and/or release residual stresses in the material. Severe deformations are
imposed during the forming process, resulting in a large dislocation density and
high amounts of stored energy in the material. By heating the processed alloy,
the dislocations can be annealed out through a process called recovery [18]. The
dislocations move and arrange into sub-grain boundaries. At slightly higher tem-
peratures, another process called recrystallisation occurs, in which some grains
grow larger at the expense of others [18]. The dispersoids that formed during
homogenisation reduces grain boundary migration and thus limit the recrystallisa-
tion behaviour. On the other hand, the primary particles are often associated with
stimulating recrystallisation.

In many cases, yet another heat treatment called solution heat treatment (SHT) is
conducted, with a following air-cooling or water-quench. A high concentration of
vacancies will be present after a water-quench, which have important roles in the
subsequent natural- and artificial ageing steps, as they increase the diffusion rate of
solute elements, and are important in nucleation and growth of precipitates [19].
If the samples are slowly cooled after extrusion (or SHT), heterogeneous nucle-
ation of particles may occur at grain boundaries or at other particles present in the
microstructure [20-22]. After SHT (or extrusion) and before artificial ageing, the
material is stored at room temperature and will experience an increase in hardness
due to ordering (clustering) of solutes. This was first discovered by Alfred Wilm in
the early 1900s [23]. Such clusters are today commonly referred to as ’GP-zones’,
as they were independently discovered in 1938 by Guinier and Preston [24-26].
This phenomenon is called natural ageing.



8  Aluminium Alloys

The final processing step is a heat treatment termed artificial ageing (AA), in which
metastable semi-coherent nanoscale precipitates are formed throughout the alu-
minium matrix. These contribute to the strength of the alloy as they obstruct dis-
location movements during a deformation process. The time and temperature of
this stage is tailored for each alloy in order to optimise strength, ductility, con-
ductivity and even corrosion properties. The precipitation in 6xxx and 7xxx series
aluminium will be explained in detail in sections 2.2.1 and 2.2.2.

2.2.1 Precipitation in Al-Mg-Si-Cu alloys

During artificial ageing, precipitates in the 6xxx series aluminium alloys nucleate
and grow with a rod- or lath shape with one extended axis along (100) o;. At max-
imum hardness, the needle shaped 3”-MgsAl,Siy precipitate [27, 28], is present
in high number densities [27, 29, 30]. The nucleation process starts from the su-
persaturated solid solution (SSSS) and is driven by a negative free energy change
according to the classical nucleation theory (cf. equation 2.15). Rates of trans-
formation and growth are governed by the interface- and volume energy associated
with strain in the matrix. During transformation and growth, a range of phases are
encountered with different degrees of coherency with the aluminium matrix. The
precipitation sequence is most commonly written as [29, 31, 32]:

SSSS — Solute clusters — GP-zones 1

— 8" — p',U1,U2,B" — 3, Si, =D
where the phases are described in table 2.3. Small additions of Cu are known to
significantly affect the age hardening response [33—40], and several phases may
form and develop during the artificial ageing stage [30, 32, 40]. With prolonged
ageing, Cu is incorporated into the nanoscale precipitates and they develop to Q’-
(AlgMggSi;Cusg) [41], or other hybrid structures [30, 40, 42]. All the metastable
precipitates in the 6xxx system are structurally related through a common underly-
ing projected Si-network [43]. The modified precipitation sequence is commonly
written as:

SSSS — Solute clusters — GP-zones 22)
— B",L = B,,Q,C.S = Q,Si, '
where the phases are explained in table 2.3. Other Cu-rich phases such as the E-,
f-, S- and T phases are typically found in the Al-Cu-Mg (2xxx) alloy series, and
have not been reported to form in the typical 6xxx serious alloys. The effect of
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minor addition of other elements (Ag, Au, Co, Ge, Li, Ni, Zn) has been reviewed
by Saito et al. [32].

Although precipitate structures is not the main focus of this thesis, they are import-
ant to understand and account for in a study, as the solute incorporated into these
phases may affect the overall solute distribution and thus the corrosion properties
of the material. This is the topic of Paper III.

Table 2.3: Relevant precipitate phases in the Al-Mg-Si (6xxx) system represented with
their composition, space group, lattice parameters and laterally coherent interface(s).

Phase Composition Space group Lattice parameters Coherent interface
Solute clusters [44—46] Variable
a=14.80 A
. b=4.05A
Pre-3" 31, 47, 48] Al7_;yMgo i ;Siogy C2/m c— 648 A
[ =105.3°
a=15.16 A
. b=4.05A agnll[320]a1
127,28, 49 AlsMgsS C2/ o ! -
B [ ] 2Migsol m c=6.7T4A C@H//[lBO]Al
£ =105.3°
a=b=T715A
B’ 150, 51] Mg Si P63 c=4.05A None [52]
v = 120°
. = a=b=4.05A =
Ul [53] AlsMgSiy P3ml c— 674 A ay//[130]a1
a=6.75A
U2 [54] AlMgSi Pnma b=4.05A aua/l[130] a1
c=7.94A
a=b=1040A
B’ [55] ~AlsMggSi7 P6 c=4.05A ag/[150] a1
v = 120°
L [36] Variable Disordered
S (QP1) [36] Variable Variable
a=0b=6.90 A ~
By (QC) [50, 56, 57] Al3Mg3SiaCu P62m c=4.05A agy, M130]a1
v = 120°
a=10.32 A
C [58] AlCug.sMgSis 5 P2y/m b=4.054 /010151
c=28.10A
£ =100.9°
a=b=10.32 A
Q/Q, [41, 59762] Al;;CUQMgg)Si7 P6 c=4.05 A aQ///[ISO]Aﬁ
v = 120°
31631 Mg, Si Fm3m a=0635A

T Only applies to the metastable Q'-phase precipitate.
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2.2.2 Precipitation in Al-Zn-Mg-(Cu) alloys

A significant amount of work has previously addressed the precipitation sequence
and structure of precipitates in the 7xxx series aluminium alloys. However, the
overall understanding is still limited in comparison to the 6xxx series. Papers IV
and V in this thesis mostly concern this topic, as hardening precipitates may have
an influence on the SCC properties.

The general precipitation sequence from a SSSS following a SHT can be summar-
ised as:

SSSS — GP(I)/GP(II) — 1" + n_13) — n(MgZny). (2.3)

The different phases and labelling in the precipitation sequence 2.3 will be de-
scribed in the following sections.

Clusters

At room temperature, coherent solute-rich clusters (Guinier-Preston (GP) zones),
are formed from the SSSS during natural ageing [64—67]. The GP(I)-zones are
made from Al, Mg and Zn, ordered on the aluminium face-centered cubic (fcc)
lattice, and exhibit a well-defined selected area diffraction pattern (SADP) [65—
74]. They have been described through an elongated anti-phase structure with al-
ternating arrangement of Zn and Mg rich planes [60, 66, 74]. This suggested model
has been deduced from collective SADPs and not from the structural information
related to a single cluster. Thus, this description of the atomic ordering is limited,
as will become clear in Paper V. These particular zones are important as they are
known to exist in peak aged tempers if the material has been artificially aged under
the temperature these clusters dissolve ("GP(I) solvus temperature’) [64, 75-77].

GP(II) zones, often referred to as vacancy rich clusters, are described as Zn-rich
layers on {111}4;. They have almost exclusively been observed directly using
the high-resolution TEM (HRTEM) technique when viewing along (110)a; [66,
70, 71, 78, 79], and usually following a rapid quenching from SHT temperatures
[66, 70]. Li et al. found something which might have been the GP(II) zone in
a high-angle annular dark-field (HAADF)-scanning transmission electron micro-
scope (STEM) study, but did not argue for it [80]. Only once did we find something
similar, which is shown in figure 2.2. If this is the GP(II) zone (seen by HAADF-
STEM) is not discussed further in this thesis, but will be important to future works.
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Figure 2.2: HAADF-STEM image of an unknown particle/GP-zone, lying on a {111} 4]
plane. This was only observed once along [110]4; in a peak aged Al-Zn-Mg alloy. It is not
understood if this might be the *’GP(II) zone’ (A. Lervik & A. Bendo: unpublished work).

Mg-Zn precipitates

The highest obtainable hardness in 7xxx series is associated with large number
densities of the metastable 7" precipitate phase forming on {111} ) planes. This
phase is described by stacking of a rhombohedral (R) and an orthorhombic (O)
sub-unit resulting in a distinct thickness of 6x {111} 5, (~14.0 A) [81].

The R-unit is found in the equilibrium hexagonal 17-MgZns phase with cell para-
meters a = 5.15 A and ¢ = 8.48 A with space group P63/mmc (#194) known as
the C14 Laves phase [82, 83]. This phase has been reported to form with 13 differ-
ent orientations in the aluminium matrix, denoted as 177,13 [75, 84-88]. However,
only a few of these have been reported in other studies than the ones they were
originally proposed in. Only the 7' [80, 811, 71 [87, 89, 90] and 7, [80, 81, 87],
have been observed using HAADF-STEM. Studies have demonstrated these three
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to be the most important phases present (with exception of 74) in aged Al-Zn-Mg-
(Cu) alloys [67, 70, 85, 91]. Note, these are not incoherent with the Al matrix, but
rather semi-coherent metastable precipitates. As highlighted in the precipitation
sequence 2.3, the different orientation relationships may exist simultaneously in
an aged temper.

It was recently demonstrated that the n-MgZns precipitates may incorporate an
additional flattened hexagonal sub-unit giving rise to internal stacking faults [87,
89, 92]. This sub-unit can also be described through the O- and R-units [92],
and is similar to a sub-unit found within the monoclinic Mg,4Zn; phase in Mg-
Zn-X alloys [90, 93], if the O-unit replaces its internal Zn sites with Mg [81,
92]. Incorporation of these sub-units results in a quasicrystal-like internal structure
giving uncommon morphologies, making it difficult to deduce their habit planes
in a bright-field (BF)-TEM image. Therefore, many precipitates in both Al-Zn-
Mg and Mg-Zn alloys can be found with large variations in their internal stacking
due their relation to icosahedral fivefold and pseudo twofold symmetries [93]. This
understanding only recently made possible through HAADF-STEM investigations,
is likely the reason behind some of the confusion related to hardening phases in
Al-Zn-Mg alloys. This sub-unit is described in more detail by A. Singh [93] and
A. Bendo [90].

Transformations

One of the remaining unanswered questions in Al-Zn-Mg alloys is related to the
transformation procedure from SSSS to hardening phases and the role of GP-zones
in this process. More than ~50 years after these questions were first addressed,
there is still a serious need for modernised in situ heating studies (e.g. using STEM
[94]) in order to fully understand how the transformation(s) are taking place.

It has been suggested that 1’ nucleates on sites such as GP-zones, vacancy rich
clusters or impurity atoms [75]. However, Gjgnnes & Simensen found no evidence
for GP-zones preceding the 7' phase [85]. Chung er al. demonstrated that 7’
nucleated away from the GP(II) zone by in sifu heating HRTEM [78]. Several
authors have suggested the reaction 1/ — 7)o as a further transformation during
coarsening [70, 78, 85, 95]. 11 has, on the other hand, been suggested to nucleate
directly from solid solution and not pass through an intermediate phase such as
GP-zones or 7’ [85]. This phase is mostly found when aged at "high’ temperatures,
meaning above the "GP(I) solvus’ temperature.

2.3 Mechanical properties

Tensile testing is a method commonly used to assess the mechanical properties of
materials. This results in a stress-strain curve where one is schematically shown in
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figure 2.3. A specimen with initial length, Lg, and cross-section area, Ag, becomes
elongated when it is subjected to an applied load. The elongation can be normal-
ised with respect to Lo to give the strain, while the load can be normalised to the
cross-section area to give the applied stress. At low stresses, there is a linear rela-
tionship between stress and strain, called the elastic region. Releasing the applied
load will return the specimen to its original shape. At a certain stress, the material
will start to yield at a point denoted the yield strength (YS). The yield strength is
the onset for dislocation movement and resulting work hardening. The material
will in this region undergo plastic deformation and will no longer return to its ori-
ginal shape when relieved of its applied stress. Further increasing the applied load
will reach the ultimate tensile strength (UTS), which denotes the load required to
initiate the processes leading to fracture.
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Figure 2.3: Schematic illustration of a stress-strain curve obtained from a tensile test. Both
the engineering- and true stress-strain curves are indicated. The physical appearance of the
specimen is illustrated in each of the different regimes.

One typically represents the stress-strain curve either as the engineering- or true
curve. In the engineering curve, the reduction in cross-section area in the necking
region is not considered when calculating the stress (force divided by load bearing
area). In the true curve, the material will work harden all the way to its fracture
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point, and not appear to soften as in the case of the engineering curve. This is also
depicted in figure 2.3. The strain value reached prior to fracture is a measure of
ductility, and the integrated area under the curve is a measure of foughness.

Plastic deformation in aluminium occurs by the propagation of small displace-
ments and is referred to as slip. The line separating an unslipped and a slipped
region is called a dislocation line. The magnitude and direction of the dislocations
is called the Burgers vector. Both the magnitude and direction of the displace-
ments, and the planes in which they propagate (glide plane), are restricted by the
crystal structure. In aluminium, the slip will (usually) occur along the (110) A} dir-
ections on the close-packed {111} ,, planes. By the face-centered cubic symmetry
a total of 12 different slip systems is generated.

2.3.1 Strengthening mechanisms

Dislocations will interact with different microstructural features (defects), as il-
lustrated in figure 2.4, during plastic deformation. The defects can be point de-
fects (vacancies, interstitial- or substitutional atoms), 1D (dislocations), 2D (grain
boundaries, surfaces) or 3D (voids, precipitates). Hindering dislocation movement
will increase the overall strength of the alloy, but hindering it too much will affect
the ductility. The overall material response to plastic deformation and the strength-
ductility trade-off is a complicated matter [96]. The total strength of the material
is often expressed as a linear sum of the individual contributions to strength, which
will only be introduced briefly here. More elaborate explanations are found else-
where [2, 3, 97, 98].

A study of the relative contributions to strength was conducted by Teichmann et
al. for a AA6060 alloy processed with and without a 10% pre-deformation step
[99]. Solid solution strengthening contributed 30 MPa to the total strength and
pre-deformation contributed 90 MPa. The small pre-deformation had a larger con-
tribution to the overall strength than the contribution from precipitates (75 MPa).
However, pre-deformation significantly reduced the ductility [99].

Solute strengthening

As illustrated in figure 2.4, a substituting atom (D), will generate a surrounding
strain field according to its size misfit to Al [101], which will affect dislocation
movement. The strength contribution from elements in solid solution can be ex-
pressed by the concentration of element C'; and a corresponding scaling factor k;
[102, 103]

o=y kO3, (24)
J
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Figure 2.4: Schematic illustration of common lattice defects in a crystalline solid. A: va-
cancy, B: dislocation, C: precipitate phase, D: substitutional atom and E: grain boundary.
Modified from [3, 100].

Dislocation strengthening

During work hardening, dislocations are generated which interact with one an-
other when they move on the same slip system. Dislocation strengthening can be
expressed as [103]:

ogis = aMGby/p (2.5)

where « is a constant, M is the Taylor factor, G is the shear modulus, b is the
magnitude of the Burgers vector and p is the dislocation density.

Grain boundary strengthening

Reducing grain size can lead to an increase in strength, because grain boundaries
may act as a barrier for dislocation movement. Dislocations become pinned at the
grain boundary causing a stress build-up. This stress may activate new dislocation
sources in the neighbouring grain and cause further deformation. Hence, a larger
force will be required to propagate plastic flow, which is expressed by the *Hall-
Petch equation’ [97, 103]:
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k
Ogh = 00+ —= (2.6)

Vd

where o is the material resistance to dislocation movement, k is a constant and
d is the grain diameter. Geometrical limitations, such as the grain size, will limit
the capacity for pileups. In 'normal’ processed alloys the contribution from grain
boundary strengthening is limited. In processing routes where ultrafine grains are
produced this contribution becomes increasingly significant [104].

Precipitation strengthening

Strengthening of aluminium by precipitates is based on hindering the dislocation
movement through the matrix by generating high number densities of nanoscale
precipitates, with an associated strain field [105]. The phase boundary (particle-
matrix interface) coherence is important for the strengthening properties and in
addition to the cross-section area of the precipitate; these determines whether a
particular precipitate becomes sheared or bypassed. The interface can either be
fully coherent, semi-coherent or incoherent, which will subject the Al lattice to
different degrees of strain. Only the coherent and semi-coherent interfaces make a
substantial contribution to the strength.

If the particle is bypassed, it will leave behind a dislocation (Orowan loop) around
the precipitate, while shearing will result internal defects and new interfaces as il-
lustrated in figure 2.5. Small particles below a critical radius, r., will be subjected
to shearing, whereas larger particle will undergo looping. The maximum strength
increase will be obtained when mean particle radius is close to r., which is typic-
ally found close to the peak aged T6 temper. The interactions are complicated but
can be estimated as:

Op

1/2
M (26Gb2)_1/2 (;fr) F3/2’ (27)

/,7

where 3 is a constant, M is the Taylor factor, b the magnitude of the Burgers vector,
G the shear modulus, 7 is the mean particle size, f the particle volume fraction and
F is the mean obstacle strength which is dependent on the particle size [102]. The
mean particle strength, if the radius is less than r., can be expressed:

F = 28G)H? (7’> . (2.8)

Te

Particles with radius greater than r. will have a constant F, independent of the
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radius, reducing equation 2.8 to 23Gb?. According to Guyot & Cottignies, the
decrease in yield strength due to precipitate coarsening was found to occur at the
critical radius r. = 3 nm for a 7xxx alloy [106].

Moving direction

Glide plane

Orowan loop

Figure 2.5: Schematic illustration of a moving dislocation interacting with a spherical
precipitate. The dislocation will either shear or loop the precipitate. The figure is modified
from [107].

2.4 QGrain boundaries

This section is meant as an introduction to grain boundaries and is mostly based
on the books by Lejcek [108] and Priester [109], where more comprehensive ex-
planations and topics can be found.

Grain boundaries exists in polycrystalline materials and are regions separating two
grains (crystals) oriented differently, as illustrated in figure 2.4. The grain bound-
ary can be considered as a transition region representing a crystallographic- and/or
chemical discontinuity, typically distinguished by a width of less than two atomic
diameters, but may in some cases extend to several atomic diameters [108].

A grain boundary is described by five independent macroscopic degrees of free-
dom (DOFs): 1 for the rotation angle (6) between two crystals, 2 for the rotation
axes (0) and 2 representing the grain orientation with respect to the grain bound-
ary plane (represented by the grain boundary plane normal vector, n). By distin-
guishing them based on their relationship between the rotation axis and the grain
boundary normal, one obtains the two definitions:

1. Tilt boundaries: where (o 1 n)

2. Twist boundaries: where (o || n)
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Three additional microscopic degrees of freedom exists which represent the rigid
body translation between the grains. These translations are independent of macro-
scopic DOFs, but controlled by interface relaxation due to temperature, pressure
and/or chemical composition.

Wolf & Lutsko suggested a classification scheme represented by the Miller indices
of both contacting planes in a bicrystal and the twist angle, ¢, summarised in table
2.4 [110]. If the boundary plane is described by the same Miller indices in both
grains, it is a symmetric boundary and if not, it is called asymmetric. Depending
on the twist angle, these are either tilt- or twist grain boundaries. If the grain
boundary does not fit to any of these, it belongs to a class called random or mixed
boundaries.

Table 2.4: Classification of grain boundaries based on the contacting plane (h;k;l;) in
grains 1 and 2, and the twist angle, ¢ [108, 110].

Symmetric tilt grain boundary {hikili} = {hakala} & ¢ =0
Asymmetric tilt grain boundary ~ {h1k1l1} # {hokalo} & ¢ =0
Twist grain boundary {hikily} = {hokala} & ¢ # 0
Random (mixed) grain boundary {hikil1} # {hokalo} & ¢ #0

Low-angle grain boundaries

It is common to distinguish between low-angle and high-angle grain boundar-
ies. The low-angle grain boundaries are described by a periodic row of discrete
dislocations, which accommodate the misorientation [108]. The validity of such
grain boundaries is up to a misorientation of ~15°, which marks the typical trans-
ition from dislocations boundaries to high-angle grain boundaries according to
Brandon’s criterion [111]. The misorientation angle, 6, is related to the magnitude
of the Burgers vector, |b|, and the dislocation spacing, D, as:

2.9)

The energy of these grain boundaries was demonstrated by Read & Shockley to
follow the relation

0 ub? 1
Eg=— | - 4 E|=6A-Blo), 2.1
B =Ty am(1—v) "6 " o nf) (2.10)

where p, v and E. are the shear modulus, Poisson’s ratio and the energy of the
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dislocation core, respectively [112]. The latter part of equation 2.10 is the typical
form of what is commonly known as the ’Read-Shockley equation’, with A =
E./|b| and B = pu|b|/47(1 — v). The energy of low-angle grain boundaries,
based on this representation, is lower than for high-angle grain boundaries and
increases with increasing misorientation angle.

The coincident site lattice

A special case of symmetric tilt boundaries is the coincident site lattice (CSL)
boundaries, proposed by Kronberg & Wilson [113]. The assumption is that the
grain boundary energy is at its lowest when the degree of coinciding atomic po-
sitions in both grains, is high. Thus, a high number of coinciding sites should
be more thermodynamically stable than grain boundaries with highly perturbed
structural configurations.

Assuming two grains are misoriented by an angle, 6, around the axis o, the super-
position of atoms from both grains are the coincidence sites, and gives the degree
of fit, 32, defined as:

number of coincidence sites in an elementary cell

= . 2.11
total number of all lattice sites in an elementary cell ( )

In cubic systems, this may be determined directly from the Miller indices of the
symmetrical tilt boundary plane as:

> =0(h? + k% +1?), (2.12)

where ¢ is either 1 or 1/2 if (h? + k% + [?) is odd or even, respectively. As such,
all > values are odd in cubic systems.

Note that the aforementioned theories only concern the symmetric tilt boundaries.
There are few theories regarding random grain boundaries. It is likely that the
atomic ordering at the grain boundary core consists of an arrangement of polyhed-
ral atomic units built by the local relaxation of atoms to minimise the free energy,
as first proposed by Ashby er al. [114]. A final quote summarising grain boundar-
ies [109]:

"Let us first underline that there is no satisfying denomination of grain
boundaries because it depends on the scale they are observed, i.e. of
the observation tool. [...] The observations of the grain boundaries at
different scales result in terminological ambiguities.’
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2.4.1 Segregation and precipitation

Grain boundary segregation is a well-known phenomenon occurring in a range of
materials. It plays important roles for corrosion- and mechanical properties in a
range of metallic alloys [108, 115, 116].

Segregation

The driving force for equilibrium segregation is to reduce the Gibbs free energy
of the system by redistribution of the solute elements. In the earliest thermody-
namic models for interface segregation, grain boundary structure was not taken
into account and were mostly based on a monolayer coverage i.e. similar to a
bare surface (Gibbs adsorption model and the Langmuir-McLean segregation iso-
therm). More advanced models considers the atomic structure of grain boundaries
(Seah & Hondros model) and the chemical interaction energies between solute
elements (Fowler & Guggenheim model, and McLean & Guttmann). While inter-
esting in themselves, these models and theories are not at the core of this thesis.
More elaborate discussions can be found elsewhere [108, 109].

In the materials studied here, other factors introduced through the processing steps
presented earlier will contribute to the segregation, which are included in non-
equilibrium segregation theories. At the core of non-equilibrium segregation is
flow of excess vacancies, formed during the rapid quench from SHT, to or from
boundaries, which serves as sinks in order to accommodate the non-equilibrium
vacancy concentration [117]. Two types of diffusion may occur depending on
the solute-vacancy interaction. If there is a strong interaction between vacancies
and solutes, the two species migrate together towards the grain boundary (solute
drag). If the solute-vacancy interaction is weak, the solute and vacancy flux may
be in opposite directions. These diffusion models account for the formation solute
depleted zones (precipitate free zones (PFZ)) [109]. In addition, irradiation effects
and grain boundary migration may influence segregation properties.

Complexion

There are numerous reports of segregated solute ’films’, which follows the grain
boundary core and are confined to very small widths (A-nm). These films could be
considered as separate phases with their own associated thermodynamic quantities.
However, by arguing that the thermodynamic properties of intergranular phases are
dependent on the neighbouring bulk phases, Tang et al. suggested the name com-
plexions instead of phase transitions [118], as complexions do not satisfy the Gibbs
definition of phase. Different grain boundaries having the same complexion may
have different atomic structures, but have the same thermodynamic characterist-
ics. The six defined and observed complexions are the clean, mono-, bi-, tri-, nano
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and wetting layers. This term has not been used in this thesis although there are
clear similarities with was is referred to as segregated layers in this work. More
information can be found in the review by Cantwell ef al. [119].

Precipitation

Having established that the grain boundary core consists of solutes, it may often
further develop into particles which nucleate preferentially on intergranular de-
fects, dislocations and/or steps. The diffusion rate of solutes along the grain bound-
aries are typically orders of magnitudes larger than that in the bulk [120]. This
naturally makes the heterogeneously nucleated grain boundary particles (GBPs)
larger than the those homogeneously distributed in the bulk.

The difference in the free energy, AGr, for heterogeneous nucleation of a phase
[ on a phase «, may be expressed as [109]:

AGr =VAGY + Y Aq/gVass — Aajaasa (2.13)

where AGYy is the difference in free enthalpy per unit volume, A, /g is the area
occupied by each interface between /3, where 7,3 is the interface energy per
unit area. The latter term represents the energy released by forming a nucleus at
the surface normally constituted by «. The first and the third terms are negative,
thus favourable to nucleation; the second term is positive as it corresponds to a
surface creation and is opposed to phase transformation.

In the case of a spherical particle (independent of interface orientation i.e. inco-
herent), depends on the radius, r, and the angle, ¢, between the nucleus and grain
boundary surface. The variation in free enthalpy for heterogeneous nucleation is
a fraction of that of homogeneous nucleation, which can be expressed through the
angle ¢:

AGhpet = <;(2 + cos ¢)(1 — cos ¢)2) AGhom (2.14)
where:

4
AGhom = §7T7“3AGV + 471’7“2’)/@/5 (2.15)

is simply the classic nucleation theory expressed by a bulk and a surface term. It
states that there is a critical radius, 7, that the growing nucleus must exceed in
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order to overcome the associated energy barrier to form a stable nucleus. Differ-
entiating equation 2.15 with respect to r, this radius becomes:

, 2'704/6
crit — — .
AGy

(2.16)

Evaluating equation 2.14 for different angles, the energy barrier for heterogeneous
nucleation is lower than that of homogeneous nucleation. This formalism is not
limited to grain boundaries but applies to any interface. An example of heterogen-
eous nucleation is shown in figure 2.6, where a Q-phase is nucleated on a a-phase
dispersoid. Examples of heterogeneous nucleation on grain boundaries are found
in Papers L, I1, III, V and VL

Figure 2.6: Heterogeneous nucleation of Q-phase particles on the interfaces of a «-
Al(Fe,Mn)Si phase dispersoid in an Al-Mg-Si-Cu alloy. Red arrows indicate nucleation
sites. A. Lervik, unpublished work.

This foregoing theory assumes that the nuclei are incoherent, which in the ma-
terials studied herein is a simplification. The heterogeneous nucleation process is
more complicated than the foregoing theory suggests, as the particles are likely to
have (at least) one coherent/semi-coherent interface. It is also likely dependent on
how the lattice planes of the adjacent grains are aligned to one another. The grain
boundary itself may also (probably always does) decompose into a range of faceted
structures to minimise the free energy. The latter point was recently demonstrated
by Zhao et al. in an Al-Zn-Mg alloy, leading to preferential segregation and pre-
cipitation along different facets due to different interface energies [121]. These
points become evident when studying processed alloys, as one generally observe
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a non-uniform particle distribution from one grain boundary to another, and even
along the same grain boundary.

2.4.2 Precipitate free zones

The PFZs are formed as the vacancies and solute elements diffuse to the grain
boundaries. Following the quench from SHT the excess vacancies rapidly diffuse
to the grain boundary, resulting in a low vacancy concentration close to the grain
boundary. The vacancy concentration together with the solute concentration, will
be too low to facilitate nucleation and growth of precipitates during the subsequent
artificial ageing [122]. This leaves behind a region depleted of solute and mostly
consisting of Al [117, 122, 123]. This region is important for both the corrosion
and mechanical properties of alloys. The absence of the hardening precipitates
results in the PFZ becoming softer than the bulk material [124, 125]. Furthermore,
it may lead to stress relaxation or strain localisation during deformation [126].
Depending on the electrochemical nature of the segregating elements to the grain
boundary or the grain boundary particles, the PFZ may be either an anodic or
cathodic region.

It was recently demonstrated by Matsuda et al. that solute clusters may form in
the conventional PFZ, while 'normal’ precipitates are formed in the bulk [127]. If
this has importance in optimising strength and ductility, and maybe even SCC, is
an interesting topic for future work. This particular work, however, demonstrates
that PFZs needs to be carefully examined in future TEM studies, as the clusters are
extremely small and easily missed.
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Chapter 3

Corrosion Phenomena in Aluminium
Alloys

3.1 Introduction

Pure aluminium has excellent corrosion resistance due to its high reactivity with
oxygen, which passivates the metal by forming a protective oxide layer on the sur-
face [128]. Even if the surface is damaged this oxide film will reform and limit
corrosion [2]. Corrosion is a degradation process driven by electric current flowing
between an anodic- and a cathodic region. The solute elements and particles asso-
ciated with aluminium alloys have different electrochemical potentials than pure
aluminium. These regions are in direct contact, and thus create a microgalvanic
coupling, where one of the regions will preferentially corrode (dissolve). More
fundamental introduction to corrosion can be found in e.g. [129].

Localised corrosion is most common in aluminium alloys, unless exposed to an en-
vironment where the oxide film is dissolved and uniform corrosion occurs. Com-
mon types of localized corrosion are pitting and intergranular corrosion (IGC).
IGC is barely visible on the surface and will generally penetrate deep into the ma-
terial along the grain boundaries, and be critical for the integrity of a profile. This
is believed to be caused by elemental segregation to the grain boundaries and/or
the presence of grain boundary particles, causing the galvanic coupling(s).

If the material is exposed to both a corrosive environment and an applied stress
field, certain alloys may become susceptible to stress corrosion cracking (SCC).
This phenomenon is typically reported in 2xxx, 5xxx and 7xxx alloys systems. It
is believed to be associated with similar microgalvanic coupling(s) at grain bound-
aries, as in the case of IGC, in addition to hydrogen related failure mechanisms

25
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which many have reported to play key role in this cracking behaviour.

3.2 Particle electrochemistry

In order to understand the electrochemical behaviour of various particle phases
forming in aluminium alloys, much work has been dedicated to synthesising and
characterising them. Although such studies are extremely valuable to obtain a gen-
eral understanding of these phases, it is important to emphasise that what occurs
within the tight grain boundary channels may be different than what is measured
in these bulk measurements due to different chemical environments and mass-
transport limitation.

Birbilis & Buchheit investigated the properties of common intermetallic phases
in aluminium alloys [130], also as a function of pH [131]. A large review has
been written by Li & Dang which discusses both Al solid solution and secondary
particles [132]. Zhu et al. studied phases typically found in Al-Zn-Mg-Cu alloys
[133]. The characteristics with respect to corrosion of phases encountered in this
work are presented below.

MgsSi is a common phase often found on grain boundaries in both 6xxx and 7xxx
series. It has a highly negative corrosion potential, making it one of the most
anodic phases with respect to Al [130]. Regardless, its dissolution process is both
complicated and pH dependent [131, 134]. It selectively dissolves Mg leading to
Si enrichment. Si enrichment is cathodic with respect to Al, which in turn should
reverse the process leading to Al dissolution. However, Si has a low catalytic
activity with respect to sustaining the cathodic reactions and several authors have
suggested it to be relatively inert in the corrosion process [133, 135]. Kairy &
Birbilis demonstrated that the phase undergoes rapid selective dissolution of Mg
and forms an amorphous SiO-rich phase at pH 2 [136]. Others have reported the
Mg-Si remnants may increase the cathodic activity [137].

MgZn,

The equilibrium phase in 7xxx alloys, MgZns, is typically found on grain bound-
aries. It has a very low corrosion potential and typically acts as anode in contact
with the Al matrix [130]. Its corrosion potential has been demonstrated to be in-
sensitive to pH [131]. In an alkaline solution (pH 10.1) Han & Ogle demonstrated
a potential dependant dealloying mechanism for MgZns [138]. Mg was found to
preferentially dissolve with a resulting Zn oxide formation at the lower potentials
and at higher potentials: congruent Zn and Mg dissolution was found.
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AlsZr

AlsZr are important grain refining dispersoids in the 7xxx alloy series (also some
6xxx series). It is cathodic with respect to Al, but has limited cathodic activity and
thus limited, if any, effect on corrosion properties [130].

a-Al(Fe,Mn,Cu)Si

The a-phase is found is found both as large primary particles and as smaller dis-
persoids. It is cathodic to the Al matrix, but has been demonstrate to rapidly un-
dergo selective dissolution, leaving behind Cu-rich remnants [139, 140]. The effect
of this particle on IGC is the topic of Paper 1.

Q-AlGMg6Si7Cll2

The Q-phase is a bulk hardening phase (metastable Q') and is also found at grain
boundaries in 6xxx series aluminium (with Cu) as either a metastable or stable
equilibrium phase. Kairy ef al. demonstrated that the Q phase is more noble than
the Al matrix and in a very overaged aluminium alloy, evolution of Cu particles
was found following a selective dissolution of the phase [141]. Ikeuba et al.
demonstrated a pH dependent corrosion rate [142]. However, its role in inter-
granular corrosion remains somewhat uncertain as others have suggested it to be
inert in this process [139, 140].

3.3 Intergranular corrosion

3.3.1 General considerations

Many independent corrosion studies have been performed on 6xxx alloys with dif-
ferent composition and heat treatment. Theories including preferential segregation
of Cu at the grain boundaries [42, 135, 140, 143-147], formation of grain bound-
ary particles [143, 145-152] and the formation of depletion zones around the grain
boundaries [135, 143, 146, 147], have been published. These theories all agree
that microgalvanic coupling between the grain boundary and its adjacent region
has a first order effect.

Systematic studies with respect to Mg/Si content and Cu contents are limited.
However, researchers at Monash university have explored how the Mg/Si ratio
and Cu content effect the corrosion behaviour [147, 153]. Such studies are useful
in order to paint a general understanding on corrosion behaviour in 6xxx alloys.
Note: the alloys were tested in both 0.1 wt.% NaCl [153], and in an environment
according to ASTM G110 [147]. Different tests may naturally yield different res-
ults [154]. Regardless, some general trends to be pointed out are:
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e Naturally aged conditions have the lowest corrosion current density, which
increases with ageing time. Naturally aged tempers of alloys with Cu
demonstrate pitting corrosion irrespective of Mg/Si ratio.

o IGC develops in the underaged temper and persists until the overaged tem-
per, but is highly dependent on the composition as to what extent.

e The severity of IGC is higher for Cu-containing alloys when compared with
its Cu-free counterpart, for identical ageing conditions. Additionally, the
extent increases with increasing Cu content and decreasing Mg/Si ratio.

e Alloys with high Mg/Si ratio (Mg excess) tend to be more corrosion resistant
than alloys low Mg/Si.

Similar conclusion were drawn by Zou et al. [152]. Zhan et al. also demonstrated,
by studying the same alloy while only varying the Cu content from 0.03-0.88 wt.%,
that Cu content has the most dominant effect on the IGC properties [149].

In the comprehensive study conducted by Svenningsen et al., the effect of artificial
ageing, Cu content, quenching rate from SHT and step quenching in Cu-containing
AA6005 was investigated [143, 148, 155, 156]. It was found that the IGC suscept-
ibility is reduced by water-quenching after extrusion. IGC in air-cooled samples
was reduced by ageing the sample to peak hardness. After water-cooling, an un-
deraged temper exhibited susceptibility to IGC, while overageing lead to improved
resistance to IGC, but susceptibility to pitting corrosion. In summary, they found
that the best IGC properties were achieved when the extruded profiles were water-
quenched after extrusion and aged to the peak aged condition.

3.3.2 Initiation

Recently, it has been demonstrated by Kumari et al. that IGC in a AA6005 alloy
initiated on the a-Al(Fe,Mn,Cu)Si phase particles [140]. The a-phase dissolved
rapidly in the acidified NaCl solution commonly used in assessing IGC susceptib-
ility [139, 140]. Due to selective corrosion, Cu was found to remain on the outer
surfaces, acting as an external cathode [140, 157]. Selective dissolution where
the nobler element remains has been reported in other Cu-containing intermetal-
lic particles [133, 141, 158, 159], and in other phases found in aluminium alloys
[130-133, 160]. Larsen et al. showed that removing these surface particles, by
etching in fluonitric acid (HF + HNO3), resulted in significantly less IGC than in
the case where they still were present on the surface [135].
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3.3.3 Propagation

The local microgalvanic coupling found at the grain boundaries is related to Cu
segregation, grain boundary particles and solute depleted zones (PFZ). However,
the corrosion process is highly dynamic and there are limited, if any, studies con-
cerning what is occurring in situ within an IGC filament.

It has been suggested that overageing has a positive influence on IGC as it dis-
rupts the continuous Cu-film by the formation of Q-phase grain boundary particles.
However, Q-phases have previously been shown to dissolve leaving behind Cu-rich
remnants (in a very overaged alloy) [141]. With prolonged overageing, Li et al.
demonstrated a return of IGC and attributed it to the Q-phases distributed con-
tinuously along grain boundaries [151]. Studying corroded grain boundaries has
demonstrated that Cu-rich remnants can be found along grain boundaries [157,
161, 162]. Although their origin is complicated, these particles are important in
sustaining the cathodic reactions.

There is a very limited amount of studies concerning which grain boundaries that
are susceptible to IGC in the 6xxx system. Minoda et al. reported IGC susceptib-
ility predominantly at high-angle grain boundaries due to the presence of PFZ and
grain boundary particles, which were not found at the low-angle grain boundaries
in an Al-Mg-Si alloy [163]. It has previously been shown that the special CSL
grain boundaries have high resistance to IGC in pure Al [164]. Batkowiec et al.
reported a strong correlation between misorientation angle and IGC susceptibility
in an AA2024 alloy, where the high-angle grain boundaries were more susceptible
[165]. Similar observations were made by Chan et al. [166]. Grain boundary
structures and their (statistical) correlation with IGC is the topic in Paper III.

3.4 Stress corrosion cracking

Many metals subjected to stresses (applied or residual) may in some corrosive
environment experience SCC. The environment can be either aqueous solutions or
moist air [167-169]. This phenomenon is not limited to aluminium alloys, but is
encountered in metallic alloy system such as steels, nickel-, titanium and copper
alloys. The effect can often be observed when e.g. conducting a tensile test, where
the fracture point will typically be reached at lower strains (elongations) (cf. figure
2.3). The 7xxx alloy series are infamous for their susceptibility to SCC, which
limits the use of these alloys in many applications [4, 170]. The work conducted in
Paper VI concerns SCC in a commercial Cu-free Al-Zn-Mg alloy. In figure 3.1, the
SCC has penetrated nearly through the entire cross-section of the profile. When
the crack has gone through the profile, it will ultimately fail. This may happen
spontaneously as the cracks are not clearly visible in the surface of the profile.
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Many studies have been conducted in the last decades in order to both understand
the underlying phenomenon and for finding ways of mitigating it. Especially for
the commercial AA7050 and AA7075 alloys. There are also many review articles
concerning the topic [169-174].

Figure 3.1: Optical microscopy image of a stress corrosion crack in the Al-Zn-Mg alloy
studied in Papers V and VI. The crack has nearly penetrated through the entire cross-
section of the profile.

In Cu-containing Al-Mg-Zn alloys, it has been demonstrated that the addition of
1-2 wt.% Cu has a positive effect in mitigating SCC, when compared to its Cu-free
counterpart [175]. The generally accepted reason for this is due to the increased
Cu content in the grain boundary Mg(Zn,Al,Cu)s particles (with overageing) [176—
178]. This renders the particles less anodic with respect to the surrounding PFZ,
and reduces the kinetics of the reactions occurring.

Mechanism

At the atomic level, there are numerous suggested theories for SCC with little con-
sensus regarding one mechanisms for a given material in a certain environment.
The theories can be roughly divided into three main classes: i) dissolution at the
crack tip due to an active anodic path (particles or segregates), ii) formation of
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oxide or de-alloyed protective films at crack tip, which may rupture when inter-
action with slip bands and iii) hydrogen related effects at or ahead of the crack
tip. The theories concerning hydrogen’s effect on SCC are manifested from: i) the
possibility to generate hydrogen at the crack tip from the cathodic reaction, ii) the
evident effect of hydrogen embrittlement (testing hydrogen charged samples or in
hydrogen containing atmospheres) and iii) cracking behaviour in moist air (if other
dissolution effects can be neglected). The hydrogen mechanisms behind SCC are
essentially the same as those proposed for hydrogen embrittlement (HE) in other
metals [179, 180]. The solute hydrogen may either weaken the atomic bonds and
facilitate decohesion, or it may diffuse ahead of the crack tip and facilitate crack
growth by a localised slip/microvoid-coalescence process. Both dissolution and
embrittlement may, and probably does, influence each other [181]. These theories
are explained in detail by S. P. Lynch [179, 182].

3.4.1 Microstructural aspects

The work presented in Paper VI considers a Cu-free Al-Zn-Mg alloy, thus work
relating to such alloys are highlighted here. Regardless of the exact mechanism
there are works suggesting that Cu-free Al-Zn-Mg alloys experience an acceler-
ated cracking behaviour due to hydrogen [167, 183, 184]. Christodoulou & Flower
suggested that hydrogen trapping can occur at the grain boundary particles if above
a critical size of 20 nm, which would lead to an increased resistance towards em-
brittlement [185]. Similar ideas were suggested by Puiggali er al. [186]. This
theory makes sense if hydrogen diffusion ahead of the crack tip is a requirement
for cracking. On the other hand, hydrogen trapping at the grain boundary particles
(and particularly at their interface) may lead to bond weakening and decohesion.
This was demonstrated recently by Li ef al. who used a modelling approach to
show that a grain boundary containing a particle would experience a reduction in
cohesive energy, with an even greater reduction if hydrogen was present [187].
This is in agreement with Wu et al., although they also suggested that coarser bulk
hardening precipitates will change the strain localisation at grain boundaries and
improve SCC resistance [188]. Other have suggested the same concerning the bulk
precipitates [175, 183, 189-192].

More recent work has demonstrate that in addition to grain boundaries, the mat-
rix hardening precipitates can trap hydrogen [193-195]. This will in turn reduce
the amount of hydrogen at the grain boundaries and increase the resistance to-
wards cracking. Altering the bulk precipitate interface area and interface coher-
ence, is typically related to overageing, and thus an improvement in SCC. Tsuru e?
al. demonstrated that the coherent precipitate-Al interface could trap more hydro-
gen than voids, grain boundaries and dislocations [195]. This resulted in a quasi-
cleavage like fracture. Some have suggested that elemental segregation of Mg to
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can influence the cracking behaviour by interaction with hydrogen and resulting in
embrittlement [196-199].

In recent years, 3D in situ and ex situ work has emerged [195, 200-203]. Such
studies enable new understanding of the cracking mechanisms occurring and how
they evolve with respect to e.g. interaction with grain boundary particles. Singh
et al. demonstrated that hydrogen bubble formation (within the crack tip) was
associated with the anodic dissolution of the MgsSi particles in AA7075 alloy
[200]. These studies are likely to become more important in the future. Especially
linking 3D ’large scale’ understanding to more detailed microstructural studies
using TEM or atom probe tomography (APT), is a potential approach.

Quenching and residual stresses

Residual stresses in the material are often not accounted for, as they require X-
ray diffraction or neutron scattering experiments to be evaluated. Large residual
stressed (~100 MPa) has been reported in AA7075 following a water-quench from
SHT [204]. Overageing demonstrated a stress relieving influence of 25-40% [204].



Chapter 4

Methodology

This chapter, briefly, describes the experimental methods utilised in this thesis.

4.1 Electron interaction with matter

A limitation with optical microscopy is in the obtainable resolution due to the
wavelength of visible light. This limitation is called the Rayleigh criterion and
limits the resolution to ~200-500 nm, which is too big to resolve the phenomena
occurring at the nanoscale which directly effects material properties. On the other
hand, due to the properties of electrons, the wavelength may be tuned by acceler-
ating the electrons in a potential field. This can be expressed through the equation
for the relativistic electron wavelength:

A= h 4.1

\/2moeV (1 + nleo‘ég)

where the terms &, mg, e, ¢ and V are the Planck’s constant, electron rest mass, elec-
tron charge, vacuum speed of light and acceleration potential, respectively. Oper-
ating a typical scanning electron microscope (SEM) at 20 kV or a TEM at 200 kV,
the resulting wavelengths are 8.59 and 2.51 pm, respectively. The wavelength is,
however, not the obtainable resolution of the microscopes due to lens aberrations,
as will be elaborated on in section 4.2.2.

The accelerated electrons generate a wide range of different signals upon inter-
acting with the specimen as shown schematically in figure 4.1. The secondary
electrons (SE) and backscattered electrons (BSE) are signals commonly associated
with detectors in a SEM, and provides topological- and chemical information con-
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trast, respectively. Auger electrons are detected in the Auger electron microscope
and are typically used for near-surface critical studies. In the TEM, the detectors
are placed below the specimen and detects the transmitted electrons which may
be either elastically or inelastically scattered by the sample. X-rays are also gen-
erated and detected to provide chemical information using the energy-dispersive
X-ray spectroscopy (EDS) detector.

Incident electrons

Characteristic X-rays

Secondagy and bremsstrahlung
electrons (SE)
Backscattered - .
electrons (BSE) Vl(Sé:)tI}?olilo%ht
\ /Ilminescence (CL))
Auger
electrons
Specimen Absorbed
electrons
Transmitted <«

elastically and inelasticallyﬁ : T atiorcd clectrons

scattered electrons

Figure 4.1: Schematic illustration of signals generated when an incident electron beam
interacts with a specimen. The figure is adapted from [205].

4.2 (Scanning) Transmission electron microscopy

Following the invention by Max Knoll & Ernst Ruska in 1931, the TEM has been
under constant development. Today, TEM is an essential tool for fundamental- and
applied studies of materials in a wide variety of research fields. It is not limited
to imaging, but can also simultaneously conduct various diffraction- and spectro-
scopic techniques from smaller regions than any other techniques - even all the
way down to single atomic columns. The latter point has boosted research and
knowledge concerning nanostructures. This was made possible through the de-
velopment of aberration correctors, something which the developers Rose, Haider,
Urban and Krivanek were acknowledged for by receiving the Kavli Prize in Nanos-
cience in May 2020 [206].
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The TEM is either operated in a conventional TEM mode, where a parallel beam
illuminates the sample, or in scanning TEM mode, where the electron beam is
converged to a small probe which raster scans over the sample. In TEM mode, the
images are generated by interference of electron wavelets scattered by the sample.
In STEM mode, images are generated by recording and integrating signal gener-
ated in each pixel as the small probe scans across the sample. This can also be
paired with spectroscopy techniques such as EDS, which enables chemical map-
ping at high spatial resolution pixel by pixel. The two modes are schematically
illustrated in figure 4.2.

Incident
electron beam

’ Specimen

Scattered electrons

/
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Figure 4.2: Schematic illustration highlighting the differences between the electron beam-
specimen interaction in a conventional TEM (left) and in STEM (right).

STEM has been the emerging technique for the last 10 years and is the method
predominantly used in this thesis. The fundamental physics of TEM will not be
presented here and the reader is referred to other sources [205, 207-210].

4.2.1 STEM imaging

Accelerated electrons pass through a set of lenses, stigmators and apertures and a
probe-corrector on its way from the electron source to the sample. A final aperture
determines the convergence semi-angle, «, of the electron beam as shown schem-
atically in figure 4.3. The electron beam is then focused to a probe which appear
as Airy discs with a size according to the Rayleigh criterion given as:

A
§p=0.61= 4.2)
(6%
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where )\ is the electron wavelength. As the probe is scanned across the speci-
men, the scattered electrons are detected below the sample on detectors situated
at different collection angles. At each probe position on the specimen, the total
intensity hitting the detectors is integrated. This is schematically shown in figure
4.3, where the typical detectors are situated at different collection semi-angles, 3.
The detectors are physically fixed at different positions, so in order to change the
collection semi-angle one may change the camera length which is controlled by
the post-specimen lenses.

At the highest scattering angles, an annular detector, referred to as the high-angle
annular dark-field (HAADF) detector, is situated and mostly detects the Rutherford
scattered electrons i.e. electrons scattered by interactions with the atomic nucleus.
Ideally, the cross-section of Rutherford scattering depends on the unscreened scat-
tering power of the nucleus, leading to a Z2 dependent intensity [209]. For this
reason, HAADF-STEM imaging is commonly referred to as *Z-contrast imaging’.
In practice, the intensity varies as approximately Z'#~2C depending on the in-
ner collection angle and the scattering element [211]. The electrons are scattered
incoherently, and the recorded intensity is expressed as:

I = |P(P) Py, (4.3)

where P(7) is the probe function, and the v (7) is the object wavefunction. The
probe function is again a function of the aperture function:

A(k) = H(K)sin x(k), (4.4)

-, -

where H (k) is due to the aperture and x (k) is the aberration function [209]. By
selecting other collection angles (by changing the camera length), one may change
the recorded signal. At lower collection angles one typically refers to annular
dark-field (ADF) imaging, which also show a Z-dependent contrast in addition to
other effect such as strain contrast. Further reducing the collection angle, similar
annular detectors can collect electrons without the Z-dependent often referred to as
annular bright-field (ABF). This method is useful for imaging light elements such
as Li or O [212]. The specific angles of the different detectors are not well-defined
and also dependent on the convergence angle, . However, some approximate
numbers are: ABF 10-20 mrad, ADF 20-45 mrad and HAADF > 45 mrad. The BF
detector includes the direct beam and is sensitive to Bragg scattered electrons. A
full mathematical explanation is given by S. J. Pennycook in [209].
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Specimen

ADF/ABF

Figure 4.3: Schematic illustration of the STEM post-specimen detector geometry. The
different detectors collect electrons scattered to different angles, /3.

4.2.2 Aberrations

Lens aberrations are the limiting factor for achieving high-resolution. The most
common aberrations are spherical- and chromatic aberrations. Spherical aberra-
tions bring electron beams passing through the lens at different distances from
the optical axis, to different focusing points in the image plane. This means that
electron beams originating from one single point in the object plane, becomes a
defined disc, disc of least confusion, in the image plane with radius:

ry = Csa® 4.5)

where Cq is the spherical aberration coefficient of the lens and « is the convergence
semi-angle. Chromatic aberrations are caused by the energy spread in the acceler-
ated electrons, AF, which causes electrons of different energies to be focused at
different points in the image plane. This results in a disc of least confusion with
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radius given as:

re = Coar—— (4.6)

where C is the chromatic aberration coefficient and Ej is the nominal beam en-
ergy.

In reality there is an off-axial contribution which degrades the resolution, and a
more sophisticated explanation is needed. An electron wave emerging from a pos-
ition, wy in the object plane will intersect at w in the aperture plane. If the electron
beam is affected by aberrations, it will be focused at w; rather than w;, in the im-
age plane. The associated error is then Aw; = w,—w;. Defining these positions as
complex numbers w = 6, + 16, and wo =x;+ tyo, allows us to express the various
aberrations in terms of w and w. However, if imaging at high resolutions, the range
of wy is small compared to the bore of the lens. In this case, the dependence of w
can be neglected in what is called the ’isoplanaric approximation’. Considering
aberrations up to the 4" order, the geometrical (i.e. excluding chromatic effects)
aberration wavefunction reads:

1 1 1
X(w) = R{Aow + 5 Crww + §A1w2 + Bow?w + §A2w3

1

) 4.7)
ZC’g(w@)Q + Sswia + ZAg,af* + ..}

where the coefficients are given in table 4.1. The notation here is according to
[213]. Note that Cs is the same as Cg presented in equation 4.5. Evidently, there
is a large variation in the dependence of w for the different aberrations. Modern
high-resolution instruments are equipped with an aberration corrector which com-
pensate the error introduced in the previous lenses up to a certain order [214]. In
the present work, the high-resolution work conducted on the JEOL ARM-200CF
is corrected for aberrations up to the 4™ order. Further explanations regarding
aberrations can be found in the book by R. Erni [210].

4.2.3 Sample preparation

Samples for TEM needs to be "sufficiently thin" in order to let electrons traverse
through the specimen. The required thickness depends on the intent of the study,
but is generally in the range of 20-100 nm. Specimens for TEM, in this work, were
mechanically ground to a thickness of ~100 pm before they were electropolished
at temperatures between -20 and -30 °C at a potential of 20 V, in an electrolyte
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Table 4.1: Overview of the aberration coefficients up to the 4" order. Adapted from [210].

Symbol  Aberration

Ag Beam shift

C Defocus

Aq Twofold astigmatism

B- Second-order axial coma

Ao Threefold astigmatism

Cs Third-order spherical aberration
Ss3 Third-order star aberration

As Fourfold astigmatism

made by 1/3 nitric acid (HNO3) and 2/3 methanol (CH3OH). This is, by far, the
most common method to prepare Al thin foils as it provides many samples with
relatively good quality in very little time. A limitation is that it is an aggress-
ive electrochemical method, which may introduce unwanted effects. Particularly,
selective dissolution of bulk precipitates and grain boundary particles, which is
shown in figure 4.4, frequently occurs. In such cases, one simply finds another
region unaffected by the electrolyte to study.
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Figure 4.4: A HAADF-STEM image of a typical microstructure where large amounts of
precipitates have been etched. B is a BF-STEM image showing a grain boundary particle
which has been "dropped" due to selective etching. Both images are from an 7xxx Al alloy
showing Mg-Zn type particles.

During the preparation of Paper IV, we observed that a Cu-free (< 0.01 at.%)
alloy could form a small (1-2 nm) thick layer on the surface of the TEM specimen
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during electropolishing, which consists of either Cu oxide and/or a Al-Cu phase.
This gives an unwanted effect in the diffraction patterns. We also recognised the
same layer in a large number of samples with different composition that were
prepared similarly. An example of this is found in the supplementary to Paper IV
in Appendix C. We suspect the reason for the unwanted layer to be either due to a
“dirty” electrolyte or that it forms due to the small amount of Cu in the alloy. This
is investigated further in an ongoing study where more surface sensitive techniques
(XPS, SIMS, AES) are applied. A similar layer has been reported by Wang e al.
[215].

Some samples were subsequently subjected to a final Ar ion-thinning stage using
a precision ion polishing system (PIPS) II instrument from Gatan. These samples
were milled at 4 kV until changes in the TEM specimen were observed. Following
this, a stepwise reduction in potential to 1 kV was conducted as a final polishing
stage. Typical milling angles were +£4°. No significant differences compared to
the electropolished samples were observed.

Prior to all STEM work, the samples were plasma cleaned for 3 minutes in a Fisc-
hione 1020 plasma cleaner. This routine was found to significantly reduce buildup
of carbon contamination during analysis.

4.2.4 Experimental challenges

The most common challenges encountered when working with STEM are sample
contamination, beam damage, sample drift, scan noise and errors related to sample
preparation. An example of scan noise likely due to magnetic disturbance is shown
in figure 4.5A. In this case the microscope has been aligned to resolve the Al
lattice along the (112) ; direction, but the two sudden distortions have ruined the
image. In this case the only option is to try again and hope that the particle has
not taken any beam damage and that no contamination has built up during the first
scan. In figure 4.5B, a dispersoid particle has been imaged and analysed using
EDS on multiple locations. The dark regions found all over the sample are carbon
contamination formed during this analysis.

Drift problems usually occur when changing samples and/or moving across the
specimen quickly. The easiest way to overcome the problem is to let the micro-
scope stabilise. Another option frequently used in this thesis, is to record several
(~20) images with low pixel dwell time, and thereafter align them to correct for
the rigid and non-rigid distortions. This is implemented in the Smart Align soft-
ware developed by L. Jones [216]. In the case of EDS mapping for several hours,
most commercial packages have implemented a drift correction routine.
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Figure 4.5: Example of scan noise in a high-resolution HAADF-STEM image in A and a
BF-STEM image in B, with carbon contaminated regions on the particle.

4.3 Energy dispersive X-ray spectroscopy

X-rays are generated by the sample as illustrated in figure 4.1, and can be detected
to provide chemical information about the sample. Electrons situated in different
shells labelled K, L, M and N can be emitted if an incoming electron interacts with
the core electron inelastically. An electron in a higher energy shell will relax to
the lower energy shell, and in this process release an X-ray with energy according
to difference between the two shells, as schematically illustrated in figure 4.6. The
transitions are labelled according to the initial shell and the final shell. Alternat-
ively, it may release an Auger electron. The ratio between generating an X-ray or
Auger electrons is called the fluorescence yield, and for low Z elements the chance
to release an Auger electron is higher [205].

The generated X-rays are recorded by a silicon drift detector together with the
background Bremsstrahlung. The X-rays generate electron-hole pairs, which are
assigned to specific energy channels. As depicted in figure 4.1, X-rays are gener-
ated in all direction. However, the detector is not a spherical shell recording all the
emitted X-rays, but rather a small area with area described by the collection angle,
), which is dependent on the detector distance from the sample, active area of
the detector and the angle between the specimen and the detector. Other artefacts
includes X-ray absorption which is explained elsewhere [205].

When working with polycrystalline materials, one often needs to align the speci-
men to certain orientations prior to conducting the EDS scan. This may result in
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Figure 4.6: Schematic illustration of how a characteristic X-ray is generated. An incident
electron excites a ground state electron, resulting in the relaxation of a higher energy elec-
tron situated in another shell. This relaxation process will release the characteristic X-ray
with energy difference according to the difference between the shells.

the sample holder itself shading parts of the active area of the detector, resulting in
a significant decrease in the measured intensity. This can be avoided by tilting the
specimen towards the detector (if possible). The shadowing angle for the two mi-
croscopes used in this thesis has been measured to +4.3 and +13.0, for the 2100F
and ARM, respectively [217].

The detected electrons are further quantified using pre-calibrated correction
factors. This is almost exclusively done using the Cliff-Lorimer method [218],
which relates the intensity of two X-ray energies through a sensitivity factor
(k-factor). This is expressed as:

= =kap+—, (4.8)
B B
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where C; is the composition of X-ray line ¢ and I; is the recorded intensity. The k-
factor can be determined using a specimen with known composition or, as is most
common, determined theoretically according to:

QpwpapepMa

. 4.9)
QawaascaMp

kap =

The terms Q, w, a, € and M in equation 4.9 are the ionisation cross-section, fluores-
cence yield, line weight (line transition probability), detector efficiency and atomic
weight, respectively [205]. In this work, such pre-determined factors are used
which are obtained from the supplier. More sophisticated quantification routines
exists [219], but are difficult to practically implement in non-model systems.

In order to obtain an EDS spectra, one needs sufficient counts, i.e. there is a trade-
off between specimen thickness, count and scan time. A thicker specimen will
naturally result in more absorption effects. In addition, it will also increase the
width of the probed region due to beam broadening. This theory usually assumes
that the beam broadens according to a 2D Gaussian through the thickness of the
specimen [220]. It was recently reviewed by J. D. Robson, who reported that a
large probe size may result in an erroneous shape and in measured composition
of segregated layers on the grain boundaries [221]. This of course depends on
the width and composition of the segregated layer, in addition to the thickness
of the specimen. As only the thickness in each pixel is required, this correction
can be implemented in a system recording both the EDS and electron energy-loss
spectroscopy (EELS) signal at the same time.

Most of the data in this work was acquired using a probe size of 1 nm, with a
sampling rate close to 1:1, or slight oversampling. This means that the probe size
has the same size as each pixel. The grain boundaries were typically found close
to the center hole of the specimen, where the sample is at its thinnest. Grain
boundaries were oriented parallel to the electron beam and the scan time varied
according to the count rate and the resolution of the scan. In all cases, the EDS
data had to be evaluated individually. A typical scan lasted from 2-4 hours.

4.4 Data analysis

The EDS data acquired in this thesis was post-processed using the open-source py-
thon package HyperSpy [222]. A least-square fitting procedure of the EDS spectra
was performed for every pixel using a 6 order polynomial as background and
Gaussian peaks for each characteristic X-ray peak.

A simple methodology was developed for more statistically determining the con-
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centration across the grain boundary. This is done by acquiring an EDS map across
a grain boundary with (n,m) pixels. From this, a total of m linescans can be gen-
erated. These individual linescans are then represented as a single linescan using
the mean value and corresponding standard error, for each element, at each po-
sition, n, across the grain boundary. Additionally, by inspecting the intensity of
different elements, the larger GB particles and dispersoids can be masked using
a threshold based on their intensity, enabling line profiles of elemental concentra-
tion only of the PFZ to be created. In some cases, this method is also applicable to
the matrix composition, but the matrix precipitates cannot be removed unless they
are sufficiently large, and even if they are large, beam broadening may still give
contribution from the particles.

4.5 Scanning electron microscopy

The SEM is a separate microscope which has similar beam-forming optical system
as the one previously introduced for the STEM system (without aberration cor-
rector). The major differences are the use of a lower acceleration potential (1-20
kV) and that larger samples may be studied in the SEM. The detectors are placed
above the sample to detect electrons emerging from the surface of the specimen
after interacting with it, as illustrated in figure 4.1.

The backscattered electron (BSE) signal is caused by elastic scattering of the in-
cident electrons with the atomic nucleus in the specimen. Different elements in the
specimen will interact differently due to their nuclei sizes and thus BSE is com-
monly used as a way of imaging variations in composition [223]. The detector
for this is typically placed directly above the sample. If the incident beam inter-
acts inelastically with the specimen, it may knock a core electron out of it shell
which generates a lower energy secondary electron (SE). These are attracted to a
positively charged Faraday cage where a scintillator is placed within (Everhart-
Thornley detector). The SE typically only originates close to the surface due to
their low energy, and thus give topological information about the specimen.

4.5.1 Electron backscatter diffraction

The electron backscatter diffraction (EBSD) method is a routine characterisation
technique, conducted in the SEM, which utilises the backscattered electrons that
are diffracted due to the crystals’ orientation. A phosphor screen is used as the
detector, where diffraction patterns (Kikuchi patterns) are recorded for each scan
pixel. The recorded patterns are subsequently indexed according to simulated pat-
terns and the data can be post-processed to give a range of different information.
The post-processing in this work was performed in MATLAB using the plugin
MTEX [224]. This allows for texture analysis in polycrystalline material which
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gives information with regards to grain orientation, phase orientation/distribution
and grain boundary properties. EBSD provides the statistical understanding which
is typically not acquired in the TEM. A detailed explanation of EBSD can be found
in the book by Schwartz et al. [225].

4.6 Corrosion testing

Intergranular corrosion

The testing of IGC, included in Papers I, II and III, is based on the standard: ISO
11846 Method B. This involves a surface pre-treatment (degreasing in acetone
((CH3)2CO) and etching in 7.5 wt.% sodium hydroxide (NaOH) solution at 50-60
°C for 2.5 min, rinsing and desmutting in 68% concentrated nitric acid (HNO3) for
2 min) before immersion in an aqueous solution containing 30 g/l sodium chlor-
ide (NaCl) and 10 ml/l concentrated hydrochloric acid (HCI) for 24 hours. Some
modifications were applied in this work. In Paper I, the immersion time in the solu-
tion was varied from 1 to 120 hours to see how the corrosion process developed.
In Paper II, the sample was exposed for only 2 hours in order to be able to conduct
the study. In Paper III, the standard was followed. The author did not conduct the
IGC testing in any of these works.

Stress corrosion cracking

The SCC properties in Paper VI were studied using double cantilever beam (DCB)
and slow strain rate testing (SSRT). DCB test were based on the method described
by M. V. Hyatt with specimen geometry shown in figure 4.7 [226]. Some modifica-
tions were applied. The V-notch was removed by spark erosion as it was suggested
this was a better approach to measure the desired properties. Some samples were
additionally fatigue pre-cracked, while others were not. This had no effect on the
measured properties. The crack tip stress intensity was calculated using the for-
mula:

K, — AFEh[3h(a + 0.6‘h)2 + h3]1/3 “4.10)
4[(a + 0.6h)3 + h2a]
where A, F, h, and a are the deflection at the load point, elastic modulus (70
GPa), half the specimen height and the crack length measured from the load point,
respectively. An initial stress intensity of 25 MPa,/m was used, as chosen based on
previous experiences testing similar alloys. The crack tip was kept wet by dripping
3.5 wt.% NaCl solution, for a total duration of 1500 h. The crack evolution was
monitored using an optical microscope. In order to study the fracture surfaces,
specimens were cooled with liquid nitrogen and pulled apart by a tensile machine.
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Figure 4.7: Schematic drawing of the DCB specimens used in this work.

SSRT experiments were conducted on samples machined according to figure 4.8
on a Cormet C-176 SSRT machine, shown in figure 4.9. In the latter figure, a
sample is mounted in the liquid cell.

Samples were washed in ethanol in an ultrasonic bath for 2.5 minutes prior to
testing. Test environments were air and 3.5 wt.% NaCl solution with neutral pH
and pH 3. An initial strain rate of 1.2 x 10™® ms~! was applied in all cases.
Plastic insulators were mounted between the clamps and the sample in order to
prevent galvanic effects when testing in solution. The pH and open circuit potential
were measured during and after each test. The fracture surfaces were observed in
SEM and from such micrographs the reduction in area (RA) was estimated. The
reduction in area ratio (RRA) was used as a measure deduce susceptibility to the
environment. One tensile test for each temper in each environment was conducted.

M8
=12 mm RI0
/ @ =3.81 mm Y
P A
\
20.5 mm 30 mm

82 mm

Figure 4.8: Schematic drawing of the SSRT specimens used in this work.
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Figure 4.9: Images of the SSRT testing jig. A sample is mounted in the liquid cell, which
is filled with the test solution (3.5 wt.% NaCl, pH ~ 6.7).
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Chapter 5

Research Papers

I Influence of a-Al(Fe,Mn,Cu)Si phase particles on intergranular corrosion
of extruded AA6005 aluminium alloy
A. Lervik, T. Danbolt, T. Furu, R. Holmestad & O. Lunder

Earlier works by our group have demonstrated that the a-Al(Fe,Mn,Cu)Si particles
have clear influence on the IGC properties [135, 139, 140]. In this work, we fur-
ther investigate how these particles affect IGC by comparing two alloys: one with-
and one without the presence a-particles. The results demonstrate that the initial
cathodic activity in the alloy is controlled by the presence of a-phase particles on
the surface. Their importance as external cathodes for the propagation of IGC is
gradually reduced as the particles dissolve in the IGC test solution. With increas-
ing time of immersion, the cathodic activity increases considerably due to surface
segregation of Cu, which becomes the dominating external cathode, regardless of
the alloy. Removing the a-particles also demonstrates a delayed initiation of IGC,
when testing according to the ISO standard. From a practical point of view, produ-
cing alloys without Fe and Mn is not feasible as (at least) Fe will be present in the
primary alloy. It is more likely that a surface etch procedure to remove the surface
particles could be relevant to IGC exposed components. The results are relevant to
alloys forming similar primary particles.

O. Lunder and T. Furu suggested the study. T. Danbolt conducted the IGC tests
and EBSD measurements. A. Lervik conducted all TEM experiments, analysed
the EBSD data, acquired the SEM data and verified the IGC penetration depth. R.
Holmestad supervised A. Lervik in the analysis. O. Lunder contributed signific-
antly in interpreting the results. A. Lervik prepared all figures in the manuscript
and wrote the manuscript with comments from all co-authors.
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II Grain boundary structures and their correlation with intergranular
corrosion in an extruded Al-Mg-Si-Cu alloy
A. Lervik, S. Wenner, O. Lunder, C. D. Marioara, & R. Holmestad

The motivation behind this work was to statistically correlate IGC properties with
an understanding of the different grain boundary types that are present in the mi-
crostructure. Much of the work in literature assessing IGC presents only very
limited descriptions regarding the nature of susceptible grain boundaries and often
lacks statistics. In order to start a more statistical approach, we chose to invest-
igate a highly textured Al-Mg-Si alloy along its extrusion direction, where the
grains adapt predominantly two orientations. From the EBSD data we describe
and characterise three main types of grain boundaries in addition to the very low-
angle sub-grain boundaries. The corrosion data, based on 1396 grain boundaries,
show that there is a preference for IGC to occur at the high-angle grain boundaries
regardless of the adjacent grain’s orientation. Grain boundaries with both grains
oriented along [100] 41 have a slightly lower fraction of corroded grain boundaries.
We suspect the reason for this is related to a higher fraction of Q’-phase particles
present at these grain boundaries. The particle densities along grain boundaries of
the same type varies, most likely due to different interface termination planes and
growth direction. The article demonstrates a statistical way in representing grain
boundaries through the axis-angle rotation pairs, which should be implemented in
future work.

C. D. Marioara and O. Lunder suggested the study. S. Wenner and O. Lunder
conducted the corrosion tests. S. Wenner performed the EBSD measurements
and developed the analysis of corroded grain boundaries. A. Lervik conducted
all TEM experiments and performed the texture analysis from the EBSD data. R.
Holmestad and C. D. Marioara supervised A. Lervik in the analysis. A. Lervik
prepared all figures in the manuscript and wrote the manuscript with comments
from all co-authors.

III The correlation between intergranular corrosion resistance and copper
content in the precipitate microstructure in an AA6005A alloy

C. D. Marioara, A. Lervik, J. Grgnvold, O. Lunder, S. Wenner, T. Furu &

R. Holmestad

This work investigate ways to achieve reduced IGC susceptibility in the AA6005
alloy. It was observed that different combinations of cooling rates from SHT and
artificial ageing temperatures resulted in similar Vickers hardness (HV) values,
but different IGC properties. This is attributed to a change in the hardening pre-
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cipitate phase(s), which incorporates large amounts of Cu, leaving less Cu in solid
solution which otherwise might have segregated to grain boundaries. Introducing
dislocations by a pre-deformation step (rolling), prior to artificial ageing, provides
preferential nucleation sites for Cu-containing particles. These findings demon-
strate possibilities to modify processing routes in order to produce Cu-containing
Al-Mg-Si alloys with improved corrosion resistance.

C. D. Marioara and O. Lunder suggested the study. C. D. Marioara conducted
the TEM experiments and finalised the paper with comments from all co-authors.
J. Grgnvold and S. Wenner conducted the work related to the deformed material,
supervised by T. Furu and O. Lunder. A. Lervik analysed all EDS data with su-
pervision from C. D. Marioara and R. Holmestad, and acquired EDS data from the
deformed material. A. Lervik assisted in writing the draft of the article.

IV Atomic structure of solute clusters in Al-Zn-Mg alloys
A. Lervik, E. Thronsen, J. Friis, C. D. Marioara, S. Wenner, A. Bendo, K. Matsuda,
S.J. Andersen & R. Holmestad

It is well known that Al alloys undergo natural ageing (NA) when left at room
temperature. When Al-Mg-Zn alloys are naturally aged, or aged for shorter peri-
ods, very small ordered structures (clusters) in the bulk material can be observed by
STEM imaging. After nearly two years of analysis, we demonstrate that the solute-
rich clusters (also known as GP(I)-zones) adapt a novel type of cluster unit of high
Zn/Mg ratio. This unit can be viewed as a partial substitution by Mg and Zn on
an Al fcc unit cell and on its surrounding truncated cube octahedral shell. This is
the fundamental unit found in all the larger cluster configurations observed, which
connects via three different directions. The composition of these clusters was also
measured using atom probe tomography and the stability of clusters assessed by
density functional theory calculations. Nanobeam diffraction simulations of sug-
gested structures match with what is obtained experimentally. This work provides
new insights into a nearly 100 year old mystery regarding the structure of these
clusters. We believe our results to be significant in further understanding and
optimising age hardenable Al-Zn-Mg alloys. We also suspect the finding to be
relevant to other Al alloy series which undergoes NA, such as Al-Cu (2xxx) and
Al-Mg-Si (6xxXx).

A. Lervik conducted the STEM experiments and wrote the initial draft. E. Thron-
sen assisted significantly in writing the initial draft and conducted the diffraction
and image simulations. A. Bendo and K. Matsuda initiated the study and provided
the lab cast alloy. J. Friis prepared the atomic models and conducted the dens-
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ity functional theory (DFT) calculations. S. Wenner conducted the APT meas-
urements. S. J. Andersen analysed the STEM data, deduced the structure of the
clusters and assisted in writing the draft. C. D. Marioara analysed the STEM data
and commented on the initial draft. R. Holmestad and S. J. Andersen supervised
the study. All authors commented on the final manuscript.

V Precipitation in an extruded AA7003 aluminium alloy: Observations of
6xxx-type hardening phases

A. Lervik, C. D. Marioara, M. Kadanik, J. C Walmsley, B. Milkereit &

R. Holmestad

This work studies a commercial AI-Mg-Zn alloy provided by Benteler Automotive
AS. The motivation was to investigate microstructural differences caused by: 1) dif-
ference in quench rate from SHT and ii) the artificial ageing parameters (T6 or T7).
These conditions had different SCC properties based on an internal, non-standard
test conducted by Benteler. Using the novel cooling differential scanning calori-
metry (DSC) method (B. Milkereit and M. Kadanik) [20], we could assess whether
quench-induced precipitation would occur over a range of different cooling rates.
Studying the air-cooled material in TEM (in T4, T6 and T7) demonstrates clear
heterogeneous nucleation of MgZn, and MgsSi phases at grain boundaries and
primary/dispersoid particles. These findings are correlated with the DSC data.
The hardening precipitate behaviour was further studied using HAADF-STEM.
The important findings made are: i) the orientation (with respect to Al matrix) and
size of hardening precipitates are different in the T6 and T7 temper. ii) When the
material was water-quenched and aged to T7 (ageing at 170 °C), the formation of
hardening phases commonly found in the Al-Mg-Si system was observed, even
though the alloy contains very little Si (0.11 at.%). Both findings are important for
the fundamental understanding of mechanical properties in such alloys. The latter
finding is interesting as more and more recycled materials are used. The Si content
in Al-Zn-Mg alloys might potentially be exploited in precipitation hardening, if
one is able to optimise the thermo-mechanical treatment. The findings here make
the foundation for Paper VI, where we investigate SCC properties.

A significant effort in order to deduce the interface structure of the 7; hardening
precipitate, which accounted for 50% of the phase fraction in the T7 tempers, was
conducted. This work is yet too be concluded and has been extended in collabora-
tion with Prof. Yong Jiang (CSU, China). It is particularly interesting whether this
particle has the possibility to trap hydrogen at its interface in larger fractions than
those particles found in the T6 temper. A poster regarding the interface structure
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is attached in Appendix A of this thesis, for the interested reader.

A. Lervik conceptualised the study and suggested the collaboration with B.
Milkereit and M. Kadanik, who conducted the DSC experiments. A. Lervik
conducted all TEM experiments, analysed the data and prepared the figures. DSC
results were interpreted by B. Milkereit and A. Lervik. C. D. Marioara, J. C.
Walmsley and R. Holmestad assisted in interpreting the TEM data. A. Lervik
wrote the manuscript with input from all co-authors.

VI Stress corrosion cracking in an extruded Cu-free Al-Zn-Mg alloy
A. Lervik, J. C. Walmsley, L. Lodgaard, C. D. Marioara, R. Johnsen, O. Lunder &
R. Holmestad

Based on the findings in Paper V, two alloys with slightly different Si contents were
extruded, and heat treated in a similar manner as before. Ideally, we wanted to use,
and did order and prepare, a completely Si-free model alloy from a third party
supplier. However, this material had a completely different grain structure (likely
due to the lack of TiB grain refiner in their casting procedure) and thus different
tensile properties than the industrial alloy. As such, this material could not be
used in the study. The other materials were machined into specimens for both
double cantilever beam (DCB) and slow strain rate tensile (SSRT) tests in order
to assess the SCC properties. The DCB results establish a difference between the
T6 and T7 tempers, and a subtle difference between water- and air-cooling. SSRT
demonstrates a difference in the ratio in area reduction (RRA) when comparing a
specimen elongated in air and in test solution. The T6 tempers additionally have
presence of secondary cracks in the fracture surface, which may penetrate deep
along the tensile axis. Such observations were not made in the T7 tempers.

Except for the difference in bulk hardening precipitates (cf. Paper V), there is
no other significant difference in the microstructure which can be correlated with
the measured SCC results. We suspect that the difference in precipitate micro-
structure may affect the slip characteristics and strain localised at grain boundaries
during deformation. Consequently, the reduced stress concentration may limit the
cracking process at the crack tip. This fits qualitatively with an increased SCC
threshold intensity measured for the T7 tempers. In addition, the change in bulk
microstructure may also impact hydrogen partitioning in the microstructure, which
agrees with some of the recent work in literature. The work provides a deep under-
standing of the material’s microstructure, and some interesting corrosion features
were observed, but we were not able to fully understand the SCC properties in the
selected material.
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L. Lodgaard and A. Lervik initiated the study. A. Lervik conduct all experiments,
analysed all the data, prepared all figures and wrote the initial draft of the manu-
script. O. Lunder assisted in preparing the DCB samples and in analysing the DCB
results. R. Johnsen supervised and analysed the SSRT experiments. R. Holmestad,
C. D. Marioara and J. C. Walmsley assisted in analysing the data.
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Paper 1

Influence of a-Al(Fe,Mn,Cu)Si phase particles on
intergranular corrosion of extruded AA6005 aluminium
alloy

Adrian Lervik, Turid Danbolt, Trond Furu, Randi Holmestad, Otto Lunder

To be submitted
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Influence of a-Al(Fe,Mn,Cu)Si phase particles on intergranular corrosion in
extruded AA6005 aluminium alloy

A. Lervik®*, T. Danbolt®, T. Furu®®, R. Holmestad?, O. Lunderd-?

“Department of Physics, Norwegian University of Science and Technology (NTNU), N-7491 Trondheim, Norway
b Department of Materials Science and Engineering, Norwegian University of Science and Technology (NTNU), N-7491 Trondheim, Norway
“Norsk Hydro ASA, Oslo, Norway
4SINTEF Industry, N-7465, Trondheim, Norway

Abstract

The effect of a-Al(Fe,Mn,Cu)Si particles on intergranular corrosion (IGC) behaviour in an extruded Al-Mg-Si-Cu
alloy is investigated by comparing a model alloy without Fe and Mn additions to a commercial AA6005 alloy. Both
alloys were IGC tested for 1 to 120 h. Microstructures were studied using scanning- and transmission electron mi-
croscopy, and electron backscattered diffraction. The presence of a-Al(Fe,Mn,Cu)Si particles yields significantly
more uniform IGC attacks and higher corrosion rates. The maximum depth of IGC attacks becomes similar after ~20
h exposure. This is attributed to formation of Cu-rich particles along the corroded grain boundaries, which catalyses
the cathodic reaction.

Keywords: Aluminium alloys, Intergranular corrosion, Electron microscopy, Grain boundaries, Microstructure,

1. Introduction

Extruded 6xxx series (Al-Mg-Si-(Cu)) aluminium alloys are extensively used in transportation industry due to their
favorable properties such as high strength to weight ratio, extrudability and formability [1, 2]. These alloys achieve a
significant hardness increase from heat treatments (artificial ageing) due to the formation of nanoscale semi-coherent
and metastable precipitates. At maximum hardness the needle shaped ”’-Al,MgsSis precipitate, growing along the
(100) 41 directions, is present in high number densities [3—5]. Small additions of Cu is known to have effects on the
age hardening response and the achievable strength [6—13]. Cu additions will also alter the metastable precipitate
phases which form and develop during the artificial ageing stage [5, 13, 14]. With prolonged ageing, Cu incorporates
into the nanoscale precipitates and develops them to Q’— (AlgMg¢SizCuy) [15], or other hybrid structures [5, 13, 16].

A limiting factor with these alloys which prevents usage in many applications is susceptibility to Intergranular
Corrosion (IGC). IGC observed in Cu-containing Al-Mg-Si alloys with balanced Mg/Si ratio is believed to be associ-
ated with continuously segregated Cu along the grain boundaries, surrounding solute depleted zones and the presence
of grain boundary particles [16-23]. Electrochemical properties and IGC susceptibility have been studied for numer-
ous alloy compositions with different applied thermo-mechanical treatments [16, 17, 20, 21, 24-29]. In general, IGC
is mostly present in under- and peak-aged tempers, while the over-aged temper is usually dominated by pitting corro-
sion. However, large variations are reported due to different alloy compositions in addition to variations in quenching-
and artificial ageing conditions.

Large primary a-Al(Fe,Mn,Cu)Si phase particles are formed during casting and/or homogenisation through the 3
to a transformation [30-32], and have effect on the recrystallisation of new grains in the extruded profile after exiting
the die. Smaller (<0.3 um) a-Al(Fe,Mn,Cu)Si dispersoids are also formed at these stages by preferential nucleation
on the B’ particles [33-36]. Larsen et al. demonstrated that removing such particles from the surface, by etching
in fluonitric acid, resulted in significantly less IGC than in the case where the particles were still present on the

*Corresponding author at: Department of Physics, Norwegian University of Science and Technology (NTNU), N-7491 Trondheim, Norway
Email address: adrian.lervik@ntnu.no (A. Lervik)
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surface [19]. It was demonstrated by Kumari et al. that IGC in an AA6005 alloy initiated at the a-Al(Fe,Mn,Cu)Si-
phase particles at the surface [23]. The a-Al(Fe,Mn,Cu)Si phase dissolved rapidly in an acidified NaCl solution
commonly used in assessing IGC susceptibility [23, 37]. Due to selective corrosion, Cu was found to enrich on the
outer surfaces causing increased cathodic activity with the time of immersion [23]. Selective dissolution where the
nobler element remains has been reported in other Cu containing intermetallic particles [38—42], and in other phases
found in aluminium alloys [41, 43—46].

The purpose of this work is to further elucidate the role of a-Al(Fe,Mn,Cu)Si particles in the initiation and prop-
agation of IGC. This is done by comparing AA6005 alloys with and without Fe and Mn additions, wherein the latter
no a-Al(Fe,Mn,Cu)Si particles are present.

2. Material and methods

2.1. Material

Two variants of the AA6005 alloy were used in this study. A ’model alloy’ without Mn and Fe addition was
provided by American Elements, while the reference alloy is a commercial alloy provided by Hydro (further referred
to as "AA6005°). The composition of the two alloys is given in table 1. Note that the Si content in the model alloy
is slightly lower in order to compensate for the Si which normally would be incorporated into the a-Al(Fe,Mn,Cu)Si
primary constituents. The Si content was calculated using the Alstruc homogenization model [47].

The model alloy was homogenised at 550 °C for 30 min and water quenched, before being pre-heated to 480 °C
and extruded into profiles with 3 mm thickness and 65 mm width at a ram speed of 5 mmy/s. The extruded profile was
subsequently water quenched. Artificial ageing was performed in a Nabertherm N15/65 air circulation furnace at 185
°C for 5 h to reach peak hardness. The AA6005 alloy was produced in a similar manner with the only difference being
that the homogenization was conducted at 585 °C for 2.5 h due to a larger billet size.

Table 1: Alloy composition of the investigated alloys in at.% measured using optical emission spectroscopy.
Cu Fe Mg Mn Si Al

AA6005 0.06 0.09 0.63 0.07 061 Bal
Model alloy 0.05 0.01 059 <0.01 0.56 Bal.

2.2. Corrosion testing

Three samples with an exposed area of 20x30 mm? were tested using the accelerated corrosion test ISO 11846
Method B. Before IGC testing, the samples were degreased in acetone and etched in 7.5 wt.% NaOH solution at 50-60
°C for 2.5 min, rinsed and desmutted in 68% concentrated HNO3 for 2 min, then rinsed again in distilled water and
air-dried. IGC testing was performed by immersing in a solution of 10 ml/l HCI and 30 g/l NaCl (further referred
to as test solution), with ratio of 5 ml solution per cm? sample area. Immersion times were varied from 1 h to 120
h. Corrosion products were subsequently removed in concentrated HNO3 solution. Samples were weighed before
and after the accelerated test. The visible results from the corrosion tests were examined on cross-sections parallel to
the extrusion direction using optical microscopy and on the corroded surfaces using Scanning Electron Microscopy
(SEM).

Cathodic polarisation curves were acquired in the ISO 11846 test solution. Samples were pre-exposed for 5 min
or 5 h in the solution prior to polarisation at a sweep rate of 1 mV/s, starting at the open circuit potential.

2.3. Electron Microscopy

Samples for SEM were initially ground using SiC abrasive paper down to 4000 grit. Subsequent polishing was
done using 1 and 0.25 wm diamond spray and for Electron Backscatter Diftraction (EBSD) the samples were vibropol-
ished as the final step. EBSD was performed on a Hitatchi SU-6600 FEG-SEM at 20 kV. Nordif3.0 was used to index
the acquired patterns and the data were subsequently processed in MTEX [48]. Backscattered electron (BSE)-SEM
images were acquired on a Zeiss Supra 55-VP FEG-SEM at 10 kV.
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Transmission Electron Microscopy (TEM) specimens were prepared by grinding bulk specimens with SiC abrasive
paper to ~100 wm thickness, punched into 3 mm discs and thereafter electropolished in an electrolyte consisting of
1/3 HNOj3 and 2/3 CH3OH at temperatures between -30 and -20 °C at 20 V. Two TEM instruments were used in this
study. A Cs-corrected JEOL ARM200CF operated at 200 kV with convergence semi-angle of 28 mrad and 35 mrad
inner collector angle was used for high-resolution High-Angle Annular Dark Field (HAADF)-Scanning Transmission
Electron Microscopy (STEM). A JEOL JEM-2100F operated at 200 kV in analytical STEM mode with a 1.0 nm
probe size equipped with an Oxford X-max 80 detector with a solid angle of 0.23 sr for Energy-Dispersive X-ray
Spectroscopy (EDS). Some high-resolution STEM images were acquired using Smart Align [49].

3. Results

3.1. Microstructure

Figure 1 shows representative BSE-SEM images of the microstructure in both alloys, acquired with the same
magnification and experimental conditions. In the AA6005 alloy in figure 1A, there are particles present with an
area coverage of ~0.65% composed of Al, Fe, Mn, Cu and Si as determined by EDS. These are the Fe-rich a-
Al(Fe,Mn,Cu)Si primary constituents. In the model alloy shown in figure 1B, only a limited amount of particles are
present. The few bright regions present are undissolved Si-rich Mg-Si eutectic phases.

Figure 1: BSE-SEM images acquired at similar magnification for the AA6005 alloy in A and the model alloy in B.

EBSD was performed on the cross-section of the material covering a region from the surface and into the material
as shown for the AA6005 and the model alloy in figures 2A and 2B, respectively. The grains are colour coded
according the inverse pole figure shown in figure 2B and the grain boundaries according to their misorientation angle.
A surface layer with larger grains extending approximately 450 pum into the material, where it reaches the interior
composed of smaller grains, can be seen in the AA6005 alloy. Figures 2C and 2D show the normalised grain boundary
misorientation angle from the surface (450 um) and in the interior, for the AA6005 and model alloy, respectively. The
fraction of high angle grain boundaries is greater in the surface layer. The distribution is compatible in both alloys.
Due to the absence of grain controlling particles, the texture is slightly different as the model alloy exhibits larger
grains and a more uniform distribution from the surface into the bulk, as demonstrated by figures 1 and 2.

Precipitate microstructures are similar for the two alloys as shown in figure 3 where a Bright Field (BF)-TEM
image and typical precipitate microstructures obtained from HAADF-STEM are demonstrated. Precipitates are mostly
[’ precipitates with some Cu inclusions, both in the precipitate and on its interface. This is deduced based on the high
Z-contrast of the Cu containing atomic columns and the formation of the distinguishable Q’-phase sub-unit [14, 15].

3.2. Grain boundaries

A range of grain boundaries were studied using TEM-EDS, and they appeared both with- and without precipitates
in both alloys. An example from the model alloy is shown in figure 4, where two segments of the same grain boundary

3
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Figure 2: EBSD images of the cross-sections of the AA6005 and model alloy, in A and B, respectively. The surface is in the upper part of both
figures. Grains are colour coded according to the inverse pole figure in (B) and grain boundaries are coloured based on their misorientation. C and
D show the grain boundary misorientation angle for the AA6005 and model alloy, separated into the surface (first 450 pum) and the interior.

can be seen. They are defined by a similar misorientation angle of ~ 26° between the adjacent [110]4; and [130]4;
oriented grains. Thes two segments are separated by a kink most likely caused by a pinning grain boundary precipitate.
These two segments of the grain boundary are very different; one part has continuous precipitation of Q/Q’-phase
particles and the other part has no precipitation. The upper segment is likely to have a more energetically favourable
grain boundary plane allowing for nucleation, and does not demonstrate any clear indication of elemental segregation
between the particles, while the lower segment does show segregation of Mg, Cu and Si.

Figure 5 shows a low-angle grain boundary in the AA6005 alloy. The adjacent grains are both oriented along the
[001] a1 axis. This is nearly a pure tilt boundary with a twist component of ~3° separating the grains to be simulta-
neously perfectly aligned parallel to the electron beam. A Precipitate Free Zone (PFZ) width of 70 nm is associated
with this grain boundary, as marked in figure 5B. The grain boundary particles demonstrate a clear coherency with
at least one of the grains which is seen by its interface plane of (150)a;. These are the metastable Q’-phase as seen
in the HAADF-STEM images in figures 5C and 5D. All particles on this grain boundary demonstrate this coherency.
Figure 5E are the corresponding EDS maps of Al, Cu, Mg and Si. The grain boundary particles on these low-angle
grain boundaries are smaller than those found on high-angle grain boundaries such as in figure 4.

PFZ widths were measured by orienting the grain boundary plane parallel to the electron beam and are on average
131+17 and 83+3 nm, for the model and AA6005 alloy, respectively. Apart from the measured PFZ widths, there
were no apparent differences in the grain boundary characteristics in the two alloys.



Figure 3: Bulk microstructures demonstrated by BF-TEM images taken along the [001]4; for the AA6005 and model alloy in A and B, respectively.
Representative HAADF-STEM images of the hardening phases are presented are mostly f”” with some Cu inclusion on the interface or in the
precipitate.

3.3. Corrosion properties

Maximum IGC penetration depth and mass reduction are shown as function of exposure time in figure 6. The
initiation phase is delayed by ~20 h for the model alloy compared to the AA6005 alloy, although they both reach
comparable maximum penetration depths of 400-500 um after prolonged exposure. The weight loss is significantly
higher in the AA6005 alloy. Low magnification cross-sections images are shown in figure 7 after different exposure
times. Less uniform attacks can be seen in the model alloy during the entire exposure, although the depths are
comparable. After 48 h of exposure entire grains have detached from the surface of the AA6005 alloy.

Figure 8 shows Secondary Electron (SE)-SEM images of the corroded surfaces. Nearly all the surface a-particles
on the AA6005 alloy were selectively dissolved during the first 5 hours of exposure, in accordance with previous
observations [23, 37]. Only local IGC attacks can be seen in AA6005 after 5 h in figure 8A. After 24 h, these
local attacks have developed into a near continuous network of corroded grain boundaries, where a few grains have
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Figure 4: A grain boundary between two grains oriented along [110]; and [130]a; in the model alloy, demonstrating different precipitation
behaviour following the kink. The upper segment has continuous precipitation, while the bottom segment is free of precipitates.

detached. At 72 h, only remnants of the original surface are visible and the larger sub-surface grains demonstrated in
figure 2 are clearly visible. In the model alloy, a few local IGC attacks are visible after 5 h exposure, which develop
into localised networks after 24 and 72 h, where large regions are left unaffected in-between. In both alloys, corroded
grains appear crystallographically etched after 5 h, while longer exposure develops these into pits.

After 24 h in the test solution Cu rich particles were observed along the grain boundaries, as demonstrated for the
model alloy in figure 9. EDS mapping of the triple point shows a clear Cu signal associated with bright particles. An
EDS spectrum acquired from the particle in figure 9 and from the surrounding grain, demonstrates clearly that Cu is
associated with the particle. Similar observations were made in the AA6005 alloy.

3.3.1. Cathodic polarisation

Cathodic polarisation curves are shown in figure 10. Polarising after 5 min immersion demonstrates that the
model alloy has the lowest current density, one order of magnitude lower than that of the AA6005 alloy. Exposing the
samples for 5 h in the test solution prior to polarisation increases the current densities of both alloys to similar values.

4. Discussion

The present results confirm and supplement previous findings concerning the role of a-Al(Fe,Mn,Cu)Si phase
particles in IGC [23, 50]. The IGC test results shown in figures 6, 7 and 8 demonstrate clear differences between
the two materials when evaluating according to the ISO standard of 24 h exposure. The tested AA6005 alloy had a
near continuous network of corroded grain boundaries, higher weight loss and slightly deeper maximum penetration
depth than the model alloy. Only local IGC networks were observed in the model alloy for all hours tested. The
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Figure 5: Low-angle grain boundary between two [001]4; oriented grains. BF-STEM at two different magnifications in A and B. High resolution
HAADEF-STEM images of grain boundary Q-phase particles in C and D. Corresponding EDS maps for Al, Cu, Mg and Si in E.

reason for this is believed to be due to lack of initiation sites in the form of a-Al(Fe,Mn,Cu)Si particles in connection
to susceptible grain boundaries [23, 37, 50]. Due to the local IGC networks, the weight loss is lower than for the
AA6005, which has more uniform corrosion resulting in the detachment of entire grains as shown in figures 7 and 8.

Surface o-Al(Fe,Mn,Cu)Si particles are also likely the reason for the measured difference in the initial cathodic
current densities for the two alloys, as shown in figure 10. However, a large increase in cathodic current density was
measured for the model alloy after 5 h exposure to the test solution. Figures 4 and 5 show that the grain boundaries
have significant amounts of Q/Q’-phase particles present. The Q-phase has been demonstrated as a more noble particle
than bulk aluminium, although it undergoes selective dissolution leaving behind Cu rich particles [40, 42]. As such,
the increased cathodic current density in the model alloy may be caused by selective dissolution of such particles,
as Cu-remnants were found on several grain boundaries as exemplified in figure 9. However, we cannot exclude
enrichment of Cu at the surface due to uniform dealloying over the entire exposed surface [50]. Cu-rich remnants
along corroded grain boundaries have been shown by others [20, 21]. Understanding the difference in kinetics of Q-
phase dissolution along grain boundaries and its effect on IGC compared to continuously segregated Cu, is considered
to be an important fundamental understanding which should be investigated further.

As demonstrated in figure 4, the same grain boundary defined by its misorientation angle may have different pre-
cipitation behaviour and thus different electrochemical nature. It is likely that there must exist certain grain boundary
planes which facilitate precipitate growth. This has been demonstrated in the Al-Zn-Mg alloy system for the MgZn,
phase [51]. A more comprehensive study correlating grain boundary precipitation, texture and corrosion properties is
suggested as a future study.

For the industry, producing alloys free of a-Al(Fe,Mn,Cu)Si particles will not be practical as Fe is always present
in primary aluminium and the particles are required to control grain size. It is more likely that a surface treatment to
remove surface particles could be applied in components prone to IGC [19].
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5. Conclusions

In this work, the effect a-Al(Fe,Mn,Cu)Si phase particles on IGC has been investigated. The most important
findings are:

o a-Al(Fe,Mn,Cu)Si-phase particles play a key role in the initiation and distribution of IGC. Absence of the
surface particles results in fewer, more locally, corroded grain boundaries.

e The initial cathodic activity on AA6005 is controlled by the presence of a-Al(Fe,Mn,Cu)Si particles on the
surface. Their importance as external cathodes for the propagation of IGC is gradually reduced as the particles
dissolve in the highly aggressive IGC test solution.

e With increasing time of immersion in the test solution the cathodic activity increases considerably due to surface
segregation of Cu, which becomes the dominating external cathode.
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Figure 7: Optical microscopy images of cross-section of the AA6005 and model alloys after 10-120 h immersion in the accelerated IGC test
solution.

e Cu rich remnants originating from grain boundary particles and/or grain boundary segregation decorate the
corroded grain boundary and function as internal cathodes. This results in similar corrosion depths in the two
alloys regardless of the initial surface conditions.
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Abstract

A detailed analysis of grain boundaries in a highly textured extruded Al-Mg-Si-Cu alloy is presented in this work.
Electron backscattered diffraction demonstrates the presence of three main categories of grain boundaries in addi-
tion to sub-grain boundaries. These are systematically analysed using high resolution scanning transmission electron
microscopy. Intergranular corrosion (IGC) properties were statistically correlated with the same defined grain bound-
aries. A higher density of metastable Q’-phase grain boundary particles correlates with a reduction in Cu segregation
at grain boundaries and increased IGC resistance. Results herein are relevant in further understanding grain boundary
structures in these alloys and their susceptibility to IGC, and can be implemented into modelling frameworks.

Keywords: Aluminium alloys, (Transmission) electron microscopy, Intergranular corrosion, Grain boundaries,
Microstructure, Texture

1. Introduction

Extruded Al-Mg-Si-(Cu) (6xxx series) aluminium alloys are of great interest in transportation industry due to
favourable properties such as high strength-to-weight ratio and formability [, 2]. These alloys achieve a rapid increase
in hardness after a short thermal treatment due to the formation of nanoscale metastable precipitate phases distributed
throughout the Al matrix [3]. Small additions of Cu have influence on the precipitation kinetics and the mechanical
properties of these alloys [4-11]. However, the addition of Cu is often associated with introducing susceptibility
to intergranular corrosion (IGC) [12—17]. The reasons for this are related to microgalvanic coupling between Cu-
segregation along grain boundaries, grain boundary particles (GBPs) and the adjacent precipitate free zones (PFZ)
which are depleted of both solute elements and vacancies [12—-18].

IGC is mostly reported in the under- and peak aged tempers, whereas overageing is usually associated with a
change from IGC to pitting corrosion [12, 14]. This has previously been attributed to the transformation of segregated
Cu along grain boundaries to the formation of discrete Q/Q’-AlgMggSi7Cuy phase GBPs. At the same time, Cu
redistribution by incorporation into matrix hardening phases in the form of the metastable Q’-phase, also has a positive
influence on the IGC properties [16]. This typically occurs when overageing [3, 11].

It has previously been shown that the special coincident site lattice (CSL) grain boundaries have high resistance to
IGC in pure Al [19]. Batkowiec et al. reported a strong correlation between misorientation angle and IGC susceptibil-
ity in an AA2024 alloy, where the high-angle grain boundaries were more susceptible [20]. Similar observations were
made by Chan et al. [21]. Minoda et al. reported IGC susceptibility predominantly at high-angle grain boundaries
due to the presence of PFZ and GBPs, which were not found at the low-angle grain boundaries in an Al-Mg-Si alloy
[22].

The Q and Q" GBPs are similar in composition, but are distinguished by their coherency with the surrounding
grains. Equilibrium Q-phase GBPs does not have any clear coherency with any of the grains and thus no defined
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shape. The metastable Q’-phase has clear coherency with at least one of the grains. Holmestad et al. demonstrated that
low-angle grain boundaries had a high density of Q’-phase particles, while the high-angle grain boundaries consisted
of fewer, but larger Q’-phase particles [18]. Kairy et al. demonstrated that Q’-phase particles were precipitated on
grain boundaries, with an orientation relationship defined as [0001]¢//[001] oj and (1 IQO)Q/ //(510) o1 with at least one
adjacent grain, in an under aged temper [15, 23]. Similar observations were made by Chrominski & Lewandowska
[24]. Tt is interesting to note that this is the same interface plane as the metastable nanoscale Q’ hardening phase
form within the bulk Al microstructure [25]. This suggests that on certain grain boundaries, particles have defined
growth direction and/or nucleation planes. Yang et al. studied grain boundary precipitation in an extruded alloy with
defined brass- and recrystallisation cube texture components, after artificial ageing for 30 min and 36 h at 175 °C
[26]. High-angle grain boundaries, in the recrystallised cube texture, precipitated Q’-phase particles with the same
(1 120)Q///(510) Al orientation relationship with one of the grains. The low-angle grain boundaries, in the brass texture,
consisted of phases only containing Mg and Si with a {310} 5 interface plane, to which they suggested the precipitation
sequence: pre-f”” — B’ — B. Understanding how these particles distribute at grain boundaries along with the Cu
segregated layer, is essential in further understanding IGC mechanisms.

In this work a highly textured Al-Mg-Si-Cu alloy has been selected to conduct a thorough study of the precipitation
behaviour on grain boundaries and its correlation to IGC. Defined crystallographic orientation relationships of grain
boundaries are systematically investigated with respect to elemental segregation and precipitation, and correlated with
a statistical analysis of the corroded grain boundaries.

2. Material and methods

2.1. Material

Table 1 gives the composition of the Al-Mg-Si-Cu alloy studied in this work. The material was extruded as a
cylindrical bar with 20 mm diameter. A solution heat treatment (SHT) step at 530 °C for 30 min was conducted
with a following water quench. More details about the processing steps and mechanical properties have been reported
elsewhere under the alias *K11° [27]. The alloy is studied in a T6 temper achieved by artificially ageing at 200 °C for
6 hours.

Table 1: Alloy composition (wt.% and at.%) measured using optical emission spectroscopy.

Cu Fe Mg Mn Si Al

wt% 040 0.20 0.81 0.55 0.75 Bal
at% 0.17 0.10 090 0.27 0.72 Bal.

2.2. Electron microscopy

The material was exclusively imaged with the viewing direction parallel to the extrusion direction, as a strong
texture is present and most grain boundaries are parallel to this direction. Samples for electron backscattered diffrac-
tion (EBSD) were ground and electropolished with the *Struers A2’ electrolyte. EBSD scans were conducted on a
Hitachi SU-6600 FEG-SEM with a Nordif EBSD detector using a working distance of 24 mm, sample tilt of 70° and
0.1 wm step size. Nordif3.0 was used to index the acquired patterns and the data was thereafter processed in OIM
TSL or MTEX [28]. The grain boundary axis-angle rotations are represented in the corresponding symmetry reduced
fundamental zone [29].

Specimens for transmission electron microscopy (TEM) were first ground to ~100 wm thickness and punched into
3 mm discs, before they were electropolished in a solution of 1/3 HNO3 and 2/3 CH3OH at temperatures between
-30 and -20 °C at 20 V. Two TEMs were used in this work. (i) A JEOL JEM-2100F operated at 200 kV equipped
with an Oxford X-max 80 detector for energy-dispersive X-ray spectroscopy (EDS) analysis (solid angle: 0.23 sr).
(ii) A double Cs-corrected JEOL ARM200CF operated in scanning transmission electron microscopy (STEM) mode
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at 200 kV using a convergence semi-angle of 28 and 48 mrad inner collector angle, equipped with a Centurio EDS
detector (solid angle: 0.98 sr). Some STEM images were acquired as image series, then aligned, distortion corrected
and summed using Smart Align [30]. All EDS data was analysed using HyperSpy [31], and quantified using the
Cliff-Lorimer method with theoretically calculated K-values.

2.3. Corrosion testing

The surface perpendicular to the extrusion direction was first electropolished with the electrolyte ’Struers A2’ to
obtain a smooth, clean surface. The samples were thereafter exposed to a HCI + NaCl solution, according to standard
BS ISO 11846 method B, for durations ranging from 10 min to 24 h. A sample exposed for 2 hours was selected for
EBSD analysis since its IGC attacks were of a suitable size to observe a good amount of grain boundaries, without
the surface quality being significantly reduced. Preferential IGC along grain boundaries with certain misorientations
could then be statistically investigated.

3. Results

3.1. Texture analysis

The material exhibits a well-defined fibrous texture that contains no recrystallized grains, as shown in the EBSD
image in figure 1 A where the grains are coloured according to the inverse pole figure. Most of the grains are oriented
with the (111)a; or (001) 4 directions close to the extrusion direction. A region highlighted in figure 1A is shown
in figure 1B, where the grain boundaries are coloured according to their misorientation angle and the rotation axis
is indicated by a solid black line. Evidently, most of the high-angle grain boundaries are associated with boundaries
between grains oriented along (111); and (001),;, having misorientations around ~55°. Grain boundaries with
lower misorientations are associated with grains oriented along the same axis, although these may appear over a range
of misorientation angles (up to 45° for [001]4; and up to 30° for [111]a;). The grain boundary axis-angle space is
represented in the corresponding fundamental zone in figure 1C, where axis-angle pairs are mostly located along the
two rotation axes: (100)5; and (111);. These axis-angle pairs belong to grain boundaries where the adjacent grains
are oriented along the same axis. The variation in misorientation is mainly caused by an in-plane rotation, as the
rotation axes are parallel with the extrusion direction. A cluster of axis-angle pairs with high misorientation and more
scattered axis is also present, and belongs to the high-angle grain boundaries between [001]51//[111] 41 oriented grains.
In addition, there exists a large number of sub-grain boundaries within individual grains, separated by misorientation
angles of < 3°. These are clearly represented by the deviation from the average grain orientation, as shown in figure
1D. In the following section, we assign analysed grain boundaries into the categories [001]//[111], [001]//[001] and
[111]//[111] based on the orientation of the neighbouring grains.

3.2. Grain boundaries

High-angle grain boundaries between two grains oriented along [001]4; and [111] ) typically only consist of a few
large particles along their observable segment. One example is shown in the high-angle annular dark field (HAADEF)-
STEM image in figure 2A. A magnified view of the region indicated in figure 2A is shown in figure 2B. This, and
all the other particles along the grain boundary adapt the [0001]¢//[001] 4 orientation. However, the interface plane
of the particle is not clearly defined in the [001]; oriented grain, but in the [111]4; grain the interface appears more
sharply defined. As such, it is uncertain whether the particle is coherent or incoherent, although the internal structure
of the particle clearly is the Q/Q’-phase. Between the particles there is a clear layer of enhanced intensity at the grain
boundary plane shown in detail in figure 2C where the grain on the right is oriented exactly along its [001]; axis,
while the grain on the left is tilted 7.5° away from its [111]; axis. The enhanced intensity at the grain boundary plane
is verified as segregated Cu in the corresponding EDS map. No other element shows any segregation here. Figure 2D
is a composition profile constructed from the data within the enclosed region in the Al EDS map, showing the average
value and its standard deviation for the labeled elements at different positions across the grain boundary. The observed
Cu segregation reaches a peak value of ~8 at.% and is confined to a width of ~1.0 nm, which is likely overestimated
due to beam-broadening effects [32]. The width of the PFZ associated with this grain boundary is measured to ~140
nm. All studied high-angle grain boundaries of this type demonstrate Cu segregation (and in some cases both Cu and
Mg).
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Figure 1: (A) EBSD map acquired parallel to the extrusion direction with grains coloured according to the inverse pole figure. (B) is a magnified
view of the indicated region in (A) where the grain boundary misorientation is colour coded and the rotation axis is indicated as solid black lines.
(C) Axis-angle rotation pairs of grain boundary segments represented in a fundamental zone. (D) In-grain misorientation of the same region as in
(B), demonstrating a large amount of sub-grain boundaries within the individually defined grains.

High-angle grain boundaries between grains oriented along [111]4; varies greatly in appearance as demonstrated
by figure 3. In figure 3A there are no GBPs present. A different grain boundary shown in figure 3B demonstrates both
the presence of particles and segments where no particles are found. Figure 3C shows the grain boundary in figure 3A
aligned parallel with the electron beam. As demonstrated by the EDS line profile and maps, Cu and Mg are found to
segregate at this grain boundary. Tilting the same boundary slightly away from its parallel alignment with the electron
beam, as shown in figure 3D, suppresses the signal from the segregated Mg and Cu in the EDS maps. Both these grain
boundaries are high-angle with a misorientation of ~28°.

In figure 4, two grain boundaries between three grains oriented along [001]4; can be seen. The misorientation
between grains 1-2 and 2-3 is ~15° and ~5°, respectively. Between grains 1-2 the grain boundary is oriented parallel
to the electron beam and is close to a pure tilt boundary, where most of the misorientation is due to the in-plane rotation
measured to 14°. The particles present are all the metastable Q’-phase with a defined interface plane (510)4, but also
(110)41 and (100)4; planes as can be seen in figures 4B and 4C. The latter is often found in disordered structures
such as the L-phase [27]. Between the particles there is little or no segregation observed in the corresponding EDS
maps. The triple point where "EDS 2’ is acquired, show how the particles are aligned between grains 2-3 when the
grain boundary becomes inclined with respect to the electron beam. A PFZ width of 115 nm is found on this grain
boundary.

3.2.1. Sub-grain boundaries
An example of a sub-grain boundary within a [001]4; oriented grain is shown in figure 5. The misorientation
associated with the sub-grain boundary is an in-plane rotation of <0.5°. As seen in the BF-TEM image in figure 5C
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Figure 2: (A) HAADF-STEM image of a high-angle grain boundary between grains oriented along [100]4; and [111]a;. (B) Magnification of
the area indicated in (A) showing a large GBP and enhanced intensity at the grain boundary plane. (C) Magnification of the region in (B) with
corresponding Al and Cu EDS maps, demonstrating clearly that Cu is segregated at the grain boundary interface. (D) A 2D EDS composition
profile across the grain boundary.

dislocations are clearly associated with this grain boundary. In the BF-STEM image in figure 5A, the width of the
associated PFZ is approximately 70 nm. EDS data acquired from the region indicated in figure 5A is presented in
figure 5B and demonstrate that Cu, Mg and Si are found in the particles. The crystal structure of these particles is
found to be the Q’-, L- and C-phase in addition disordered structures by the HAADF-STEM image shown in 5D.

An example of a sub-grain boundary within a [111]4; oriented grain with an associated misorientation of < 1°,
is shown in figure 6. A PFZ of 100 nm separates the grain boundary from the bulk region. In figure 6A the grain
boundary plane is rotated parallel to the electron beam and appears to have continuous segregation of Cu, Mg, and Si
according to the EDS maps. In figure 6B the same grain boundary has been tilted and the presence of thin needles
with growth direction along [100]a; can be seen. This is verified by following the direction of bulk precipitates on
both sides of the interface. The grain boundary plane is close to {110} 1, as can be seen from the diffraction pattern in
figure 6A.

3.3. Corrosion

Discrete corrosion attacks typically extending 20-80 um from single initiation points, were found across the
surface of the 2 h corroded sample. EBSD inverse pole figure, grain misorientation and image quality maps, as well
as secondary electron images of corrosion attacks were used to identify the type of grain boundaries and whether or
not they had been corroded, as depicted in figure 7. Corroded GB segments (between triple points) are marked with
yellow and when IGC stops at a triple point, the adjacent uncorroded grain boundaries are marked with cyan. The
grain boundaries are then grouped into their respective category and the ratio of corroded grain boundaries to the total
number of grain boundaries in contact with the IGC fissure is obtained. A total of 1396 grain boundaries from 10
EBSD maps were counted. This gives an indication of the IGC susceptibility for a given GB category.
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Figure 3: Two different [111]4;//[111]a; type grain boundaries in (A) and (B). (C) Show the grain boundary in (A) aligned parallel with the electron
beam. Clear indications of Cu and Mg segregation is seen in the EDS maps. (D) The same grain boundary after tilting away from its parallel
alignment. The segregated elements are no longer observed.

Corroded/uncorroded grain boundaries were counted and the results are presented in table 2 according to their
adjacent grain orientation and misorientation angle. The most apparent trend is that IGC fissures are more likely to
follow grain boundaries with misorientations over 15°. The grain boundaries are also more likely to be attacked if
one of the grains has a <111> 4 direction parallel to the extrusion direction. Although the differences in the corroded
fractions are small, the trends are consistent through each of the 10 corroded EBSD maps.



(A)
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Figure 4: (A) BF-STEM image of grain boundaries between three grains oriented along [001]4;. The misorientations between grains 1-2 and 2-3 are
~15° and ~5°, respectively. EDS maps acquired from the regions ’EDS 1" and "EDS 2’ are shown. (B) and (C) are high resolution HAADF-STEM
images of particles demonstrating that they are the metastable Q’-phase with defined orientation relationship with (at least) one grain.

Table 2: Fraction of corroded grain boundary segments after a 2 hour exposure to the IGC test solution. Grain boundaries are separated into high-
(HA, >15°), medium- (MA, 5-15°) and low- (LA, <5°) angle grain boundaries. The axis between the adjacent grains along the extrusion direction
(ED) is indicated.

Direction (ED) <001>//<111> <001>//<001> <I11>//<111>

GB type HA HA MA LA HA MA LA
Corroded 269 58 46 31 116 61 86
Adjacent and intact 190 62 100 65 84 72 156
Total counted 459 120 146 96 200 133 242
Fraction corroded 59% 48% 32% 32% 58% 46% 36%

4. Discussion

In this work a method for statistical analysis of corroded grain boundaries has been presented. The results shown in
table 2 demonstrate that the high-angle grain boundaries have a higher fraction of corrosion attacks than the medium-
and low-angle grain boundaries. The combination of corrosion and TEM data indicates that grain boundaries with a
high density of Q’-phase particles, are less prone to IGC attacks than boundaries where no particles are present.

A limitation of the method is that only the 2D dimensional corrosion paths are accounted for, while propagation
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Figure 5: (A) BF-STEM image of a sub-grain boundary in a [001]4; oriented grain distinguished by an in-plane rotation of < 0.5°. (B) Shows the
EDS results from the indicated region in (A). (C) BF-TEM image demonstrating that dislocations are associated with the grain boundary. (D) High
resolution HAADF-STEM image of the particles present on the sub-grain boundary.

also proceeds to a depth of many tens of um. The 3D path of the corrosion filaments may be complicated, e.g. in some
cases two neighbouring attacks are not connected by IGC fissures along the surface, but may be connected deeper into
the material. Furthermore, some uncorroded low-angle grain boundaries (<5°) may be overlooked as they must be
inferred by small orientation changes or appearances in the image quality map. This might lead to an overestimation
in the corroded fraction of low-angle grain boundaries. Despite these limitations, the present work provides statistical
insights into grain boundary corrosion.

The classification scheme of the grain boundaries used in this study, enables a more fundamental understanding of
the grain boundaries that are present in the alloy and highlights the statistical relevance of the insight gained from TEM
studies. High-angle grain boundaries, represented by figure 2, always demonstrate Cu segregation and a few, large
Q-phase particles. It is likely that the true Cu segregated layer is confined to 1-3 atomic layers and that the measured
extended width is due to beam broadening effects [32]. Based on the high-resolution image presented in figure 2C,
one may wonder how Cu atoms are situated at the grain boundary core. It may stabilise as a segregated layer in the
form of a ’complexions’ [33]. Another explanation is that the atoms find interstitial sites along the grain boundary,
which may appear as a continuous layer when projected through the thickness (cf. figure 2C). This has, using ab-initio
calculations, been shown to be the case for Cu in typical symmetric tilt (CSL) grain boundaries [34, 35]. A direct
observation of ordered Cu was demonstrated at symmetric tilt boundaries in an AA7075 thin film alloy [36, 37]. With
increasing misorientation, the distance between segregated Cu-sites decreased [37]. It is however uncertain as to what
extent the knowledge obtained from symmetric tilt boundaries can be transferred to the general case of high-angle
grain boundaries found in industrial Al alloys. Nevertheless, only one of the two grains in figure 2C is resolvable due
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Figure 6: (A) BF-STEM image of a sub-grain boundary aligned parallel to the electron beam, in a grain oriented along the [111]4; axis separated
by an in-plane rotation of < 1.0°. (B) Shows the same grain boundary inclined with respect to the electron beam. EDS maps of Al, Cu, Mg and Si
are shown in both projections.

Misorientation i | \ Corroded segment
5% o - Adjacent, intact segment
5-15° ] 3 L o
=15 il

Figure 7: Methodology for studying IGC using EBSD. (A) Shows a secondary electron SEM image after 2 h exposure to the IGC test solution. (B)
Inverse pole figure map with grain boundaries separated by misorientation angle. (C) EBSD image quality map, overlaid with corroded (yellow)
and uncorroded (cyan) grain boundary segments.

to their orientation with respect to the electron beam, which is typically the case in these materials.

There are grain boundaries both with- and without particles, as demonstrated by figure 3. The fundamental reason
for this must be related to GBPs interface plane and growth direction. If this follows a similar manner as the bulk
hardening precipitates, the <001>//<001> grain boundaries are preferred over <111>//<111>, as the adjacent grains
can rotate freely around the common <001> direction. This will generate both low- and high-angle grain boundaries
with a common <001> direction, where metastable Q’-phase needle-like particles can grow. In the <111>//<111>
case, a common <001> direction is only possible if the grain boundary plane is {110} 4} for both adjacent grains. This
might be an explanation for the slightly lower fraction of corroded grain boundaries between (<001>//<001>) as to



the (<111>//<111>) grain boundaries, cf. table 2.

Grain boundaries classified as sub-grain boundaries were shown in two different projections in figures 5 and 6.
These exhibit the most dense distribution of GBPs, which are likely to have nucleated on dislocations arranged into
cell-walls. In both cases, a solute depleted zone (PFZ) is observable. In principle, the galvanic coupling between the
cathodic GBPs and anodic PFZ should provide the necessary electrochemical conditions for corrosion to occur.

The importance of grain boundary planes was recently elucidated further by Zhao et al., who reported that a grain
boundary may decompose into different facets to reduce the total interface energy [38]. The different facets may
lead to local segregated regions or preferential precipitation. This is in agreement with our observations and clearly
emphasis the importance of high-resolution work to study interface planes, elemental segregation and grain boundary
precipitation. Studies have previously been conducted in the Al-Zn-Mg (7xxx) [39—42] and Al-Cu (2xxx) [43, 44]
alloy systems, and have demonstrated orientation dependent grain boundary precipitation. This work contributes
with new insights of grain boundaries in AI-Mg-Si alloys, their different appearances and ways of studying them.
However, more studies are needed to further understand grain boundary segregation and ways to exploit it through
grain boundary engineering aluminium alloys [45]. An in-situ TEM study of grain boundary precipitation in these
alloys is a suggested approach [39].

The study herein provides further insights into grain boundary structures in extruded aluminium alloys. Future
studies should focus on quantifying the width and amount of Cu segregation in well defined grain boundaries using
a correlative TEM and atom probe tomography (ATP) approach [46]. It is also important to understand ’large’ scale
grain boundary precipitation and IGC propagation. Further understanding may develop methods for engineering
alloys having grain boundaries with lower susceptibility to IGC.

5. Conclusion

A detailed analysis of the grain boundaries in a highly textured Al-Mg-Si-Cu alloy has been presented and corre-
lated with a statistical 2D analysis of corroded grain boundaries. The most important findings are:

e Corrosion data shows that intergranular corrosion is less likely to propagate at low-angle grain boundaries.
Combined with the microstructural characterisation, the results suggest a reduced susceptibility to IGC with
increasing density of metastable particles on the grain boundaries.

e There are large variations in particle densities along boundaries of the same type, most likely caused by changes
in interface plane and growth direction.

e [ow-angle sub-grain boundaries have an associated PFZ and the most dense distribution of GBPs.

e The GBPs found in this work are predominantly the metastable Q’-phase with defined orientation relationships
with the Al matrix. Along sub-grain boundaries the Q’, C, L and disordered phases are found.
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Scanning transmission electron microscopy imaging of Al-Zn-Mg alloys has provided new in-
formation on the atomic structures of solute rich clusters forming from a supersaturated solid
solution at low temperatures. A novel type of cluster unit of high Zn/Mg ratio is the funda-
mental building block in all observed cluster configurations. The unit is essentially a partial
substitution by Mg and Zn on the cubic aluminum cell and its surrounding truncated cube
octahedral shell. A simple set of principles based on Frank-Kasper structures describes how
the basic units arrange with respect to each other to form larger clusters. Density functional
theory calculations, atom probe tomography and simulated diffraction patterns support the
proposed atomic models. The results are relevant to all Al-Zn-Mg alloys and provide new

insight into the very early stages of age-hardening.



1 Main

This work investigates solute clusters forming at low temperature in alloys of the Al-Zn-Mg (7xxx)
system. These materials are important in the transportation industry, due to good formability and
a high strength-to-weight ratio'->. In order to obtain the strength in age hardenable aluminium
alloys, a high temperature solution heat treatment (SHT) is required to dissolve most of the solute.
A quenching to room temperature will retain high proportions of solutes and vacancies in the Al
face centered cubic (fcc) lattice, leading to a supersaturated, metastable solid solution. By keeping
the material at room temperature, the hardness will gradually increase, as first discovered by Alfred
Wilm in the early 1900s>. This effect is called natural ageing (NA)’ and is caused by solute atoms
aggregating to clusters on the fcc lattice. The solute clusters act as small obstacles in the Al lattice,

which will obstruct dislocation movements during plastic deformation and contribute to strength.

Solute clusters with periodic ordering are commonly referred to as *Guinier-Preston (GP)
zones’, after their discoverers in 1938*°. In Al-Zn-Mg alloys, two generic types of GP-zones have

10 and GP(II) related to vacancy rich clusters

been suggested: GP(I) related to solute rich clusters®
612 Earlier studies have suggested that both play key roles during the subsequent artificial ageing
(AA) stage, typically conducted at temperatures between 120-200 °C, especially in initiating the
formation of the coherent, hardening precipitate structures 77 (MgZny)*'*~'8. GP(I) zones have

been found to exist even after longer ageing times®® %20

. The GP(I) zones are suggested as
possible precursors of the metastable 7/ precipitate®®. However, the mechanisms for nucleation

and/or structural transformation from clusters to precipitates are not understood'?.



This work focuses on the structure of the solute rich clusters formed at low temperature,
i.e. the "GP(I) zones’. These have previously been reported in studies using transmission electron
microscopy (TEM)®2!-23, X-ray diffraction (XRD)'"?*-*% and positron annihilation spectroscopy
(PAS)'"*?7. Up till now, a simple anti-phase ordering of solute has been proposed based on diffrac-
tion patterns acquired from large regions®. This work shows that the ordering is of a fundamentally
different kind, and uncovers the atomic structure of the GP(I) zones with support from experimen-

tal techniques, simulations and calculations.

Microstructure overview Two alloys with different composition were investigated in this work.
Alloy #1 is an industrial alloy (7046.70), which was stored 17 years at room temperature after
extrusion. Alloy #2 is a high purity lab-cast alloy which was both naturally aged and heat treated
at various temperatures (cf. Method section for details). Conventional bright field (BF)-TEM
imaging along the [001] orientation showed a high density of small (1-2 nm) clusters uniformly
distributed within the Al matrix, as demonstrated in Fig. 1a for Alloy #1. Fig. 1b shows the corre-
sponding selected area diffraction pattern (SADP). Two types of diffraction spots appear between
the Al reflections. The set of sharp spots (red discs) on the (forbidden) {100} and {110} positions
in Fig. 1b originates from larger Al;Zr dispersoids®®?’. The set of diffuse spots (yellow triangles)
originates from clusters that can be seen in high-angle annular dark field (HA ADF)-scanning trans-
mission electron microscopy (STEM) images as in Fig. 1c. The spots are a result of a high density
combined with the different crystallographically equivalent orientations the clusters can have with
the aluminum, while the spread in intensity is due to their small physical size. The fast Fourier

transform (FFT) of the HAADF-STEM image in Fig. lc, is shown in Fig. 1d. It is clearly similar



to the SADP in Fig. 1b. The diffuse, high-intensity spots at the forbidden {110} positions in Fig.
1d have a different origin. These are due to an artefact caused by the TEM sample preparation
(electropolishing), where a distinct surface layer was formed, which is explained in more detail in
the Supplementary Information. It should not be confused with the clear diffraction from the larger
Al3Zr dispersoids (cf. Fig. 1b). The weak diffraction spots in the SADPs have previously been
associated with GP(I) zones®'0:21:22:28.30-33 " After 2 weeks and after 8 months NA, as well as for
8 min ageing at 120 °C, Alloy #2 exhibits the same diffuse diffraction spots as Alloy #1 (Fig. 1)

with only slight variation in intensities. This is shown in Supplementary Fig. 2.

Cluster statistics and composition by atom probe tomography Alloy #1 was investigated by
atom probe tomography (APT). Fig. 2a shows the Mg and Zn atoms inside the defined clusters
after 17 years NA in an evaporated APT needle. As expected, dense co-clustering of Mg and Zn
atoms is present. The composition of each cluster as function of total number of atoms within the
cluster is shown in Fig. 2b. Large clusters consistently have a higher fraction of Al than the smaller
clusters (down to 50 atoms). The mean cluster diameter is 1.45 nm, and the Zn/Mg ratio, which
is shown as a function of the cluster diameter in Fig. 2¢, has an average near 1.8. The average
composition of all clusters (with standard deviations) was estimated as 67+6% Al, 224+4% Zn,
124+3% Mg (at.%). Including only clusters larger than 1000 atoms gives: 70+3% Al, 204+2%
Zn, 10£1% Mg, which corresponds to approximately Al;Zn,Mg. The measured Zn/Mg ratio is
slightly higher than values reported in other APT studies®*2%3%33%  However, these studies are
not directly comparable as the alloys have different compositions and heat-treatments. Differences

in the NA times of the materials can also affect the cluster composition >*. In Cu-containing alloys,
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Fig. 1: Alloy #1 after 17 years of natural ageing, oriented along the [001] direction. a, BF-TEM mi-
crograph showing a high density of solute clusters (dark contrast). b, SADP with diffraction spots
of AlsZr dispersoids and GP(I) zones, marked by disks and triangles, respectively. ¢, HAADF-
STEM image clearly indicating ordering of solute on the fcc lattice. d, FFT of ¢ where the intensity

in the forbidden {110} positions are due to a surface layer artefact.



Cu tends to substitute Zn positions in the metastable precipitates as well as in the clusters '3,

The high amount of Al measured in the clusters is in agreement with other studies >**%. Local
magnification effects may also cause compositional errors at small scales®. In the regions between
the clusters, the Al matrix was found to contain 1.65 and 0.54 at.% Zn and Mg, respectively. From
the APT dataset, the number density of clusters was determined to be approximately 5.2 -10%* m 3
with an average nearest neighbor separation of 4.5 £ 1.0 nm. The obtained values for mean size
and number density are in correspondence with other studies using small-angle X-ray scattering

(SAXS)11’26’38.

Cluster units and their stacking principles The APT (Fig. 2a) and HAADF-STEM (Fig. 1¢)
results show that the clusters are equiaxed. Along a (100) orientation, approximately 1/3 of the
non-overlapped clusters exhibits a clear atomic structure. Inspecting HAADF-STEM images like
Fig. lc at higher magnification, indicates that the atom positions belonging to clusters deviate little
from the Al lattice positions. This is shown in Figs. 3a and 3¢, where HAADF-STEM images of
two representative single clusters are displayed. Based on the intensities and interatomic distances,
suggested atomic motifs of Figs. 3a and 3c are given in 3b and 3d, respectively. Blue and red disks
correspond to columns with Mg and Zn substitutions, respectively. The analysis demonstrates that
the clusters may be simplified in terms of one unit with positions forming a pattern of projected
squares and triangles. This unit is identified by a unique high-intensity column, the center where
two rows of 5 bright columns along the lateral (100) Al directions intersect. Together with the
observation that the nearest four Zn columns of the center are pushed slightly away, this indicates

that the center of the unit contains an interstitial position relative to the FCC Al, i.e. the *Interstitial
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Fig. 2: a, Solute atoms inside clusters in Alloy #1 with 17 years NA, as measured by atom probe
tomography. Blue is Mg and red is Zn. b shows the composition of clusters against the number of

atoms in each cluster. ¢ shows the Zn/Mg ratio versus the diameter of the cluster.

site’ in Fig. 3.

In the HAADF-STEM images along the [001] zone axis, the unit has 4-fold symmetry in
projection. The solute arrangement of the unit compatible with the observations is a three-shell
structure centered on an Al cube with a possible interstitial. Six Zn atoms occupy the side faces of

the FCC cube, forming an octahedron surrounding the interstitial. Eight Mg atoms are the second
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Fig. 3: a, ¢, Filtered HAADF-STEM images of two clusters. b, d, Suggested atomic column maps
of a and ¢, showing connection principles ((411), (330)) between unit centers, denoted ’Interstital
site’. e, TCO-shell with Zn on all vertices and Mg on corners. f, interior view of cluster unit with

interstitial ’i’, embedded in Al.

nearest neighbours and occupy the corners of the cube. The outer shell surrounding the inner cube,
which is a truncated cube octahedron (TCO), consists of 24 Zn atoms. This suggests that the cluster
is composed of three polyhedra (with ideal compositions): the Zng octahedron, the Mgs cube and
the Zny, TCO around a common interstitial center ’i’. This is illustrated in Figs. 3e and 3f where
the cluster unit can be seen to span two Al-periods (8.1 A). Thus, along the [001] direction the

stacking is abbreviated by ’[002]’. The TCO has six square and eight hexagonal faces, coinciding



with the {100} and {111} Al planes, respectively, as shown in Fig. 3e. The 24 vertices are given

by permutations of the lattice vector %(120) from the center of the cube.

Individual clusters show variations in structure, as in Figs. 3a and 3¢. However, they can
always be explained in terms of the described TCO unit stacked according to three principles.
The first is that the unit aligns along [002], as stated earlier. The two other principles determine
the lateral plane normal to this direction. Both give inter-distance 8.59 A along (411) and (330),
as shown in Fig. 3. The yellow lines connect the distinct ’Interstitial site’ center of the units.
The analysed images showed that the most common lateral connection was along (411). Many
clusters were found to have only this arrangement. In Figs. 3a and 3b four units arrange in a (411)
connected square. This is repeated in the viewing direction by the [002] connection. Figs. 3¢ and
3d show that the projected (330) and (411) connections together form squares and triangles in a

particular pattern which is called a o-type Frank-Kasper ordering™.

Density functional theory calculations In order to elucidate the suggested structure, density
functional theory (DFT) calculations of cluster units embedded in 4x4x4 Al cells containing
256 atoms were conducted to check their stability. We describe the unit by the formulae iZ,MgZ,),
referring to the four constituents: an interstitial and three polyhedra (cf. Fig. 3f). The ’i’ (= a,
z or m) indicates the interstitial atom (Al, Zn or Mg, respectively). If this character is omitted,
the cluster has no interstitial center. Z, (z = 0, ..., 6) indicates the number of Zn atoms replacing
Al on the cube sides, Mg = Mgg are the corners of the cube and Z,, (y = 0, ..., 24) is the number

of Zn on the TCO shell. The maximum number of atoms in the cluster unit is 39 including the



interstitial. Fig. 4 shows formation enthalpy versus pressure for a range of configurations of cluster

units (given as tables in Supplementary Tabs. 1 and 2).

Formation enthalpy (eV/solute)
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Fig. 4: DFT results showing the formation enthalpy versus pressure for cluster structures with

different Al, Zn, and Mg content, showing the advantage of increasing Zn in the structures. Com-

positions refer to net content in the cluster unit after stacking.

The DFT calculations show that the cluster units prefer high Zn/Mg ratios and the two Zn-

containing shells filled by Zn. Fig. 4 shows that a fully occupied TCO (Z,,y = 24) is stabilising

giving 9 of the 11 lowest energies with Zn/Mg ratios above 3. The best energies are obtained when

both the Zn shells are fully occupied (Z,,2 = 6 and Z,,y = 24). Furthermore, fully occupied

Zn shells are preferred also with no Mg (M) in the clusters. For example, the energy improves

as ZoMoZ1o — ZoMyZoy — ZsMyZs4 while pressure falls. The pressure is a measure of the misfit
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volume with respect to a supercell only containing Al. Adding an interstitial (zZgMZ24) improves
pressure, but gives more unfavourable formation enthalpy. An interstitial Zn atom in ZoMyZ2
(zZoMyZ15) is directly unfavourable. Thus, there is a preference for an interstitial only if the cube

corners are filled with Mg, and at least one of the polyhedra are filled with Zn, but preferably both.

Almost any symmetrical ordering of the solute atoms compatible with fcc symmetry reduces
energy, compared to having the Mg and Zn atoms in solid solution. For example, ZyMgZ, demon-
strates that a small energy gain is achieved if the eight Mg atoms take the corners of an Al cell
instead of remaining in arbitrary solid solution. Configurations ZoMgZs4, ZoMgZs4, Z4MgZs4 and
Z¢MgZ5, improve the formation enthalpy when the inner octahedron (Z,) fills up as 0, 2, 4 and
6, respectively. The small increase in energy from ZgMgZs4 to Z4sMgZs4 corresponds with a sign
change in pressure. However, when an interstitial is added to ZgMgZs,, three configurations of
1Z¢MgZs, are obtained with the overall lowest formation enthalpies and nearly similar energies.
With a filled Mg cube (Mgs), the calculations show that energy decreases with more Zn. However,
773MgZy, shows similar energy gain per solute as zZgMsZ,5 despite a high Zn/Mg ratio. The rea-
son is likely due to lower symmetry: the distribution of Zn atoms in the inner octahedron conserves
one 3-fold axis, but destroys the 4- and 2-fold axes. With zZgMgZ;5 the inner shell is filled, while
the TCO conserves the 3- and 2-fold axes. Lower symmetry increases pressure and impedes the

stacking.

Stacking of cluster units Having established that the three most energetically favourable cluster

units are of iZgMsgZs, type, they were subsequently used to investigate the stability of larger clus-
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ters. Two different types of stacking principles were used to build the models, (1): cluster units
stacked along [002] and (2): four cluster units in a ring created by (411) connections. It is shown
illustratively how the cluster base unit stacks in Fig. 5 and the (411) ring is shown in projection
in Fig. 6a. Two consistent calculation supercells, 4 x4 x2 and 6 x6x2 Al cells, were used for the
[002] and the (411) stacked clusters, respectively. The calculations were done with Zn both fully
and semi-occupied in the TCO shells. The results are marked by crosses in Fig. 4 and labeled
’[002] Stacked clusters’ and *(411) Cluster’. Based on the calculations, it can be concluded that
clusters stacked along [002] are more energetically favourable than single cluster units embedded
in the Al matrix. Moreover, by connecting the [002] stacked clusters in a (411) manner the lowest
formation enthalpies are obtained for models containing an interstitial, which is in accordance with

the analysis of HAADF-STEM images presented in Fig. 3.

The Zn/Mg ratio in the APT measurements was seen to approach 2 for larger cluster sizes. In
an infinite string of [002] connected units every unit shares 8 positions. Thus, for the Zn completed
cluster with Zn interstitial (zZgMgZ4), the number of Zn in the outer shell (Z,) is reduced to 20,
which results in an overall composition MgsZny;. The sharing of atoms due to the stacking of
cluster base units is emphasised in Fig. 5 where the shared Zn atoms are surrounded by black disks.
Connecting four zZgMsZs, units in a (411) square, means for each unit that 4 TCO positions are
shared through the edges. Therefore, a TCO unit zZngMgZs, in an infinite stack of rings shares
12 atoms with neighbors and ‘reduces’ to zZgMgZs (MgsZn55). The Zn/Mg ratio (3.1) is still too
high compared to APT measurements. Although the calculations showed that single clusters prefer

high Zn/Mg ratios, this suggests that the TCO and/or inner octahedron contain Al. HAADF-STEM

12



image simulations show that this is a real possibility, since the intensity of the columns pertaining
to the TCO and octahedron varies in the real images, whereas in the simulated image the intensity is
constant due to the constant amount of Zn in each column. This is shown in Supplementary Fig. 4.
Moreover, the presented atomic models do not account properly for the cluster-matrix interface. By
comparing the simulated image to the real image, it becomes clear that our models overestimate
the Zn as they do not properly account for the cluster-matrix interface atomic columns. This is

shown in Supplementary Fig. 4.

Phases taking Frank-Kasper structures are known to have flexible compositions *°. The APT
data and simulated HAADF-STEM images suggest that the Zn shells contain substantial amounts
of Al. Larger clusters are likely to contain more Al according to the APT measurements. Thus, we
suggest that the TCO clusters start with full shells and higher Zn/Mg ratios, as is supported by the
DFT calculations and APT measurments. The sharing of the Zn rich TCO shell also contributes to

a lower Zn/Mg ratio.

Diffraction from a single cluster The contribution from a single cluster to the weak SADP
diffraction spots (cf. Fig. 1b), was investigated. To the authors’ knowledge, diffraction patterns
from single clusters in these alloys have never before been published. Using the models evaluated
by DFT calculations, nanobeam diffraction (NBD) patterns were simulated. The (411) connected
72ZsMsZs, cluster with the lowest formation enthalpy was selected. It is shown as embedded in the
Al matrix in Fig. 6a. A corresponding simulated NBD pattern for ¢ = 40 A is given in Fig. 6b.

A montage of diffraction patterns ranging from 4 to 340 monolayers (0.8 to 69 nm), is shown in

13
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Fig. 5: Schematic ilustration of the TCO unit stacking principles [002], (330) and (411) observed
in the clusters. Note that the stacking causes certain atoms to be shared: two TCOs share 4, 2 and
2 positions, respectively, lowering overall Zn/Mg ratio as compared to one TCO unit embedded in
an Al matrix alone. The shared atoms are emphasised in the figure. Both DFT calculations and

APT suggest a considerable amount of Al in the TCO.

Supplementary Fig. 5. NBD patterns were also simulated for clusters buried by Al (Supplemen-
tary Fig. 6). In Fig. 6¢, a ’Smart Aligned’* HAADF-STEM image of a large (411) connected
cluster is shown, acquired in Alloy #2 after 400 min artificial ageing (cf. Supplementary Fig. 1).
The zZ¢MgZs, model (c.f. Fig. 6a) appears as a square of four units connected edge-to-edge
along (410) directions in the [001] projection. The angle between the [410] and [100] directions
is 14.04°. This is also the rotation between the two square reciprocal lattices as seen in Fig. 6d,
which shows the FFT of Fig. 6¢. By comparing the FFT in Fig. 6d with the simulated NBD
pattern in 6b, a strong correlation both in position and intensity is evident. Note that, even though

Alloy #2 has been artificially aged, clusters are still present. This is in accordance with previous
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studies and emphasises the importance of these clusters.

N ® 8.0
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FR B ) [410]Al
4 [100]Al

Fig. 6: a, [001] projection of the zZZgMgZs, cluster unit connected in a (411) square embedded in
Al. b, Simulated NBD pattern of a. ¢, HAADF-STEM of a single cluster in Alloy #2. d, FFT of c.
The intensities of the simulated diffraction pattern in (b) correspond strongly to intensities in the

FFT (d) of observed cluster (c).

The lower cluster symmetry along [001] relative to Al, is obvious in Fig. 6a. The cluster

belongs to space group P41 (#76), with a 4-fold screw axis, which projects to a pure rotational
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axis, without parallel mirror planes. It means that the cluster, as well as the diffraction pattern, will
reverse the rotation as viewed from the other side. By taking the average from the two orientations,
the resultant diffraction pattern is similar to the SADP in Fig. 1b. This is shown in Supplementary

Fig. 7.

The hardening precipitates in the 7xxx system and the incoherent equilibrium phase MgZn,
have similar structures'* ', facilitating transformation to the latter. This work finds no structural
similarities between the GP(I) clusters and precipitates. The clusters can be nucleation sites for
the precipitates, but are likely to dissolve once hardening precipitates are established to fuel fur-
ther precipitate growth. Thus, a low formation enthalpy associated with a cluster may delay rather
than assist precipitation. It is shown that the clusters, albeit built by the same basis unit, have
varying structures. Future work will investigate how effective the different clusters are in forming
the hardening phases. Better control of clustering has potential benefits for improving mechanical
properties. It should be noted that an interstitial in the TCO produces a vacancy in the surrounding
matrix. In principle, this makes the cluster more costly to produce. In the calculations, this is not
accounted for. It is likely that the basic unit starts building from the centre, i.e. with an intersti-
tial atom. The inner TCO-composition (iZgMsg) is Mg-rich, and expansive, and might therefore
encourage the smaller Zn atoms to occupy the TCO shell. It has been suggested before that some

form of Mg clustering surrounding a vacancy is crucial in the earliest stages®!!.

To conclude, we have derived the structure of the clusters formed during natural ageing in Al-

Zn-Mg alloys. They are solute orderings on the FCC aluminium and are essentially Frank-Kasper
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o-type structures. The orderings have been explained as stackings in terms of a near spherical
solute-ordered unit. The unit is a three-layered shell structure around a common interstitial centre
in the Al cell. The first shell is the octahedron formed by the six side centres. The second shell is
the cube with the eight corners, preferred by Mg. Surrounding the cube, the immediate truncated
cube octahedral shell with 24 positions constitutes the outer boundary. The octahedron and the
outer TCO shell are partially or fully occupied by Zn, while the interstitial can take all three
species. Three stacking principles are sufficient to explain all observed larger clusters. The partial
occupancy of Zn means that a range of different compositions has favourable energies, which is
expected based on the Frank-Kasper type of ordering. We expect our result to be significant in
further understanding and optimization of age hardening in Al-Zn-Mg alloys, but also relevant to

other Al alloy series.

17



Methods

Materials The data in this work has been obtained from two Al-Zn-Mg alloys. The industrial
Alloy #1 (in at.%: 95.40% Al, 0.08% Fe, 1.42% Mg, 0.08% Si, 2.98% Zn and 0.04% Zr) was
air cooled after extrusion and left to NA for 17 years. The lab cast Alloy #2 (in at.%: 1.89% Mg
and 3.49% Zn) was SHT at 475 °C for 1 hour before it was quenched into water and left for NA.
A group of samples were directly aged at 150 °C, while some were aged at 120 °C after 4 days
of NA. The Vickers hardness (HV0.1) curve for Alloy #2 obtained during NA reaches a hardness
of ~110 HVO.1 after ~10 days. This does not increase remarkably with further NA times. A
similar hardness value is obtained after 4 days NA and 8 minutes ageing at 120 °C. This is shown

in Supplementary Fig. 1.

Transmission Electron Microscopy TEM specimens were prepared by grinding bulk samples
with SiC abrasive paper to ~60 pm foil thickness, punched into 3 mm discs and thereafter elec-
tropolished with a Struers TenuPol-5 machine using an electrolyte mixture of 1/3 HNOj3 and 2/3
CH3OH at temperatures between -30 and -20 °C and an applied potential of 20 V. High-resolution
HAADF-STEM images were acquired using an image- and probe Cs-corrected JEOL ARM200CF
operated at 200 kV with convergence semi-angle and inner collector angle 28 mrad and 48 mrad,
respectively. Smart Align (HREM research) was used in the acquisition, which involves acquir-
ing a stack of successive low-dose images and afterwards aligning them to correct both rigid- and

non-rigid scan distortions*.
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Atom Probe Tomography APT samples were prepared according to the conventional focused ion
beam (FIB) lift-out method*!, using a FEI Helios G2 dual-beam instrument. The tips were oriented
along the [001] direction, and were sharpened to apex diameters of <50 nm, finishing with a 5 kV
Ga+ ion beam. APT was performed with a Cameca LEAP 5000XS in voltage pulse mode, with the
sample cooled to 50 K. A volume of 20 million atoms was evaporated with a pulse fraction of 25%,
a pulse rate of 500 kHz, and 0.3% of the pulses leading to a detected atom. A detection efficiency
of 77% and evaporation field of 20 eV/nm were assumed in the data reconstruction. Poles and
lattice spacings in the [001] directions were visible, allowing a fit of the image compression factor
and tip radius to obtain the correct scaling in all directions. The maximum separation algorithm
was used*?, with d,,,o, and N,,;,, values that gave the highest ratio of real to random clusters (0.45
nm and 50). Enveloping and erosion of 0.45 nm was applied to defined the cluster-matrix interface
and improve composition quantification*?. Since we are averaging the chemical composition over a
large amount of small clusters, the statistical deviation of the composition in this set is expected to
be large and is used as an error estimate. Expected measurement errors include detection efficiency
errors (the average error is roughly 1% in compositional fraction), uneven chemical distributions
due to crystallographic poles, as well as background events. All these are random errors and is

reflected in the statistically determined error.

Density Functional Theory The DFT calculations of the formation enthalpies for the struc-
tures were performed at 0 K with the Vienna ab initio Simulation Package (VASP)**, using
the Perdew-Burke-Ernzerhof (PBE) gradient approximation*>. A gamma-centered k-point mesh

was used in all calculations with a plane wave energy cut-off above 400 eV and a maximal k-point
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distance of 0.18 A~'. The Methfessel-Paxton method*® of 1st order was applied for atomic posi-
tion relaxations with maximum force of 0.001 eV/A and a smearing factor of 0.2. For accurate
energies, all relaxations were followed by a static calculation using the tetrahedron method with

Bloch corrections. The formation enthalpies for the different configurations were calculated as
AH=E-Y Ex, )

where F is the total energy of the configuration in question and ¢ is an index running over all atoms
in the structure. Ex is the energy of one element X, embedded in the matrix (X = Al Mg, Zn).
For consistency Ex is calculated from bulk Al supercells of the same size as the configuration in

question with a single Al substituted with X '*;

N -1
Ex = Exay , — TEAZN7 (2)

where NV is the number of atoms in the supercell.

Diffraction pattern and image simulations The NBD patterns were simulated using the uSTEM
simulation software in the position-averaged convergent beam electron diffraction (PACBED)
mode*’. The calculations were carried out on a 512x512 pixel mesh grid with 10 layers of Al
unit cells surrounding the cluster model on each side forming a supercell with dimensions approx-
imately 97x97 A to avoid wrap-around errors due to the Al-cluster interface. The probe forming
aperture was set to 0.75 mrad to avoid overlap of the diffraction spots. The model was periodic
in the z-direction and the simulations were carried out over a thickness interval of 12 —700 A.
For the HAADF-STEM image simulations, the MULTEM simulation software was used “®. The
caulculations were carried out on a 1024x1024 pixel mesh grid. The supercell dimensions were
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approximately 40x40 A. The convergence angle was set to 27.78 mrad and the inner and outer
collection angles were 48 mrad and 206 mrad, respectively. The thickness of the model was ap-

proximately 405 A.
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Air cooling results in heterogenous
nucleation of 3-Mg,Si and 1-MgZn;,
on grain boundaries and dispersoids.
Artificial ageing temperature influ-
ences the Mg-Zn (1)) hardening phases
orientation relationship with the alu-
minium matrix.
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ARTICLE INFO ABSTRACT

Article history: Precipitation behavior in an industrially extruded AA7003 alloy has been studied using Transmission Elec-
RECG?VEd 18 June 2019 tron Microscopy (TEM) together with Differential Scanning Calorimetry (DSC). Air Cooling (AC) after solution
Received in revised form 8 August 2019 heat treatment results in quench induced heterogeneous precipitation of both 3-Mg,Si and 1)-MgZn; phases.
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- > Detailed TEM characterisation of resulting nanoscale precipitates after AC, or Water Quenching (WQ), and
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subsequent artificial ageing demonstrate that 1/ and 17, hardening precipitates dominate in T6, whereas the
overaged T7 state contains 1), and 7)1, where the latter accounts for approximately 50% of the relative phase
fraction. The T7 state in addition forms 6xxx-type hardening precipitates only after WQ. Results presented
here are expected to be relevant for any Si containing 7xxx alloy and open new possibilities for development
of hybrid 6xxx- and 7xxx series aluminium alloys. This is discussed with respect to potential influence on
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1-MgZn; © 2019 The Authors. Published by Elsevier Ltd. This is an open access article under the CC BY license
Precipitation (http://creativecommons.org/licenses/by/4.0/).
1. Introduction of particular interest due to increased extrusion speed while main-

taining a yield strength of ~330 MPa [4-7]. These alloys are generally

Age hardenable Al-Zn-Mg alloys are of great importance in subjected to a Solution Heat Treatment (SHT) after extrusion, fol-
automotive- and aerospace applications due to their high strength lowed by a quench to room temperature, before Artificial Ageing (AA)
to weight ratio [1-4]. High Zn/Mg ratio alloys, such as AA7003, are at temperatures between 100 and 200 °C. Variations in mechanical
processing, SHT- and AA temperatures, along with alloy composi-

" Corresponding author. tion and potential quench-induced precipitation, strongly influence
E-mail address: adrian.lervik@ntnu.no (A. Lervik). the resulting mechanical- and corrosion properties. Balancing these
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parameters has been a challenge for decades and generally one sac-
rifices mechanical properties to increase Stress Corrosion Cracking
(SCC) resistance in 7xxx alloys, by AA to tempers other than the
maximum strength yielding condition [8].

One way of measuring quench sensitivity in aluminium alloys is
by Differential Scanning Calorimetry (DSC) measurement of excess
specific heat capacity curves for precipitation reactions over a wide
range of cooling rates [9,10]. The minimum cooling rate at which
no precipitation enthalpy is detected gives the Critical Cooling Rate
(CCR). All solute will thus remain in Supersaturated Solid Solution
(SSSS) upon reaching room temperature, and not be precipitated on
e.g. AlsZr dispersoids [11-16], and grain boundaries [14,15,17], which
both are reported nucleation sites for the hexagonal equilibrium
phase 1-MgZn,. DSC, in combination with Transmission Electron
Microscopy (TEM), can be used to construct Continuous Cooling
Precipitation (CCP) diagrams, predicting domains in which certain
phases form with respect to temperature and cooling rates [18]. One
example from an alloy (AA7020) with nearly similar composition
to the one in the present study, revealed quench-induced precipita-
tion of equilibrium 7-MgZn, and 3-Mg,Si phases, both along grain
boundaries and within the grains, by Scanning Electron Microscopy
(SEM) after DSC-cooling experiments [17]. 3-Mg,Si was deduced
to be the high temperature reaction occurring during slow cooling
rates, disappearing when cooling >0.3 K/s. The 1-MgZn, particles,
observed at slightly lower temperatures disappear at cooling rates
>3 K/s, thus indicating the CCR for this alloy.

In the beginning of the subsequent AA stage, coherent solute-
rich Guinier-Preston (GP) zones are formed from the SSSS [19-22].
GP(I) zones, made up from Al, Mg and Zn, are fully coherent with
the aluminium matrix and described as an elongated anti-phase
structure with alternating arrangement of Zn and Mg rich planes
[21,23,24]. GP(II) zones are described as ordering of Zn-rich layers
on {111}, with internal ordering as elongated (110), domains [21].
Maximum hardness is achieved by the formation of nanoscale semi-
coherent metastable Mg-Zn precipitates, denoted 1/, while further
ageing results in decreasing hardness due to coarsening, and a corre-
sponding depletion in volume fraction of 17.

All together, there are thirteen reported orientation relation-
ships which the nanoscale 7-phase may form with the Al matrix
[25-30,59]. The ones relevant for this study are summarised in
Table 1. 17 and 1), which are plates on {111}, were explained in
detail as the Type 1 and Type 2 precipitate by Marioara et al. [30].
Type 1 consists of a rhomobohedral- (R) and an orthorombic unit (O),
while Type 2 plates consist of R-units stacked pairwise or rotated
180° with respect to one another [30]. Similar stacking of R-units
has been observed in the plate shaped 7); precipitate [29,31,32]. It
has recently been demonstrated that the 1-precipitates may incorpo-
rate an additional flattened hexagonal sub-unit giving rise to internal
stacking faults [29,31]. This sub-unit can also be described through
the O- and R-units [33]. It is identical to a sub-unit found within
the monoclinic Mg,Zn; phase in Mg-Zn-X alloys [32,34], if the O-
unit replaces its internal Zn sites with Mg. This was calculated to
be as energetically favourable [30]. Incorporation of these sub-units
results in a quasi-crystal like internal structure giving uncommon
morphologies, making it difficult to classify their habit planes in a
Bright Field (BF)-TEM image. High-Angle Annular Dark Field (HAADF)
Scanning Transmission Electron Microscopy (STEM) has proven to
be a more accurate method for determining the structure of these
small-scale precipitate structures [29-33,35,59].

The general precipitation sequence may be written as:

§SSS — GP(I)/GP(Il) — 1 + 1113y = N(MgZny), (1)
where the exact phase fraction heavily depends on the applied ther-

momechanical treatment. More in-depth summaries related to the
nanoscale 1-precipitates can be found elsewhere [29,31].

Table 1
Orientation relationships between nanoscale 7)-precipitates and the Al matrix demon-
strated in this study. These notations are used throughout the article.

Orientation relationship Habit plane

1 (Type 1) [100],//[112]4, (001),//(111)
[120],//[110]n

2 (Type 2) [100],//[112]a;, (001),//(111)
[120],//[110]x

Ui [100],//[110]a;, (001),//(110)
[1201,//[001 1,
(010),//(001) . o

T4 [100],//[111]a;, (210),//(111)y

[120],//[112]a1,
(001),//(110)

In this work, we aim for a systematic study of the microstruc-
ture in an industrially extruded AA7003. Microstructural response to
variation in quench rate and AA temperature is investigated, with
particular emphasis on bulk (within the grain) precipitation.

2. Material and methods
2.1. Material

The composition of the investigated AA7003 alloy, provided by
Benteler Automotive Raufoss AS, is given in Table 2. The alloy
was extruded into hollow rectangular profiles with dimensions
68 x 85mm and wall thickness of 2.4 mm. The profiles were there-
after SHT at 480°C for 30 min, followed by either a aWater Quench
(WQ) or Air Cooling (AC) to room temperature. Cooling rates during
ACwere measured to drop from 4 to 2 K/s and 2 to 1 K/s in the temper-
ature ranges 480-300 °C and 300-100°C, respectively. The samples
were subsequently AA at 140°C for 17 h or 170°C for 6 h, which are
designated as the T6 and T7 tempers, respectively. Vickers hardness
(HV10) values for AC-T6, AC-T7, WQ-T6 and WQ-T7 are 121,112, 127
and 118, respectively.

2.2. Transmission electron microscopy

TEM specimens were prepared by grinding with SiC abrasive
paper to ~100u m foil thickness, punched into 3mm discs and
thereafter electropolished with a Struers TenuPol-5 machine. An
electrolyte consisting of 1/3 HNO3 and 2/3 CH3OH was used, and kept
at temperatures between —30 and —20 °C with an applied potential
of 18 V.

Precipitate crystal structures were studied in high-resolution
HAADF-STEM mode using an image- and probe Cs-corrected JEOL
ARM200CF operated at 200 kV, with 0.08 nm probe size, convergence
semi-angle of 28 mrad and 35mrad inner collector angle. High-
resolution HAADF-STEM images were acquired using Smart Align,
which involves acquiring a stack of successive low-dose images and
afterwards aligning them to correct both rigid- and non-rigid scan
distortions in the microcraphs [36]. Energy-Dispersive X-ray Spec-
troscopy (EDS) spectrum imaging was performed with an Oxford
X-max 80 ssilicon drift detector with a detector solid angle of 0.23 sron
a JEOL JEM-2100F operated at 200kV in analytical STEM mode with
a 1.0 nm probe size.

Table 2
Alloy composition of the investigated alloy (in wt% and at.%) measured using optical
emission spectroscopy.

Fe Mg Si Zn Cu Zr Ti Al Zn/Mg

wt% 020 0.68 011 556 0.01 017 002 Bal. 820
at% 010 0.78 011 237 0.004) 0.5 001 Bal 3.04
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2.3. Differential scanning calorimetry

The precipitation behavior during cooling from solution anneal-
ing was analysed by DSC as described by Milkereit et al. [9]. Two
DSC devices were used, namely a Setaram Sensys heat flux DSC for
cooling rates of 0.01 to 0.1 K/s and a PerkinElmer Pyris DSC for cool-
ing rates of 0.3 to 3K/s. In the first device, two sample scans and
one related baseline scan were measured, while in the PerkinElmer
four and two sample and baseline scans were measured, respectively.
The measured heat flow signal was normalised by the scanning rates
and sample masses. Measured curves were averaged and the scatter
plotted as introduced in Ref. [37].

3. Results
3.1. Precipitation during quenching

Fig. 1 shows excess specific heat curves for AA7003 after cooling
from 480 °C with linear cooling rates from 0.01K/s to 3K/s. A high
temperature reaction, denoted A, starts immediately at the onset of
cooling in the two slowest cooling rates and is visible until ~430°C.
The peak labeled C at ~400 °C shifts towards lower temperatures and
becomes increasingly suppressed with higher cooling rates. There
is hint of another reaction, seen as a shoulder on its high tem-
perature side labeled B. B & C are visible in all cooling conditions
up to 1K/s and may still be present at the highest cooling rate of
3K]s.

At least two overlapping peaks (D & E) are observed in the
region 315-150°C. These also become suppressed at higher cooling
rates and seem to nearly disappear already at 1K/s. The peaks shift
towards higher temperatures with increasing cooling rates and, con-
sequently, overlap with the previously mentioned high temperature
peaks. A low temperature peak, F, is observed at <100° C.

TEM observations of AC cooled samples before AA reveal quench
induced precipitates, of both 1-MgZn, and 3-Mg,Si, nucleating het-
erogeneously on grain boundaries, AlsZr dispersoids and Al-Fe-Si
particles. Representative BS-STEM micrographs are shown in Fig. 2.
Fig. 2A and B shows precipitation on two grain boundaries. In Fig. 2A,
there are two [3-Mg,Si particles present together with AlsZr disper-
soids, while in Fig. 2 B there is a fine population of small n-MgZn;
precipitates. Fig. 2 C and D shows typical observations made in the

cooling AA7003 c
from 480 °C 30 min
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Fig. 1. DSC cooling curves for AA7003 with varying cooling rates from 0.01 to 3 K/s.
The alloy was subjected to a solution heat treatment at 480°C for 30 min prior to
cooling.

bulk where Fig. 2C shows nucleation of 3-Mg,Si on an Al-Fe-Si par-
ticle and Fig. 2D shows a complex nucleation cluster, where AlsZr,
[3-Mg,Si, n-MgZn; and dislocations are present. It is not clear which
are the nucleation sites for each phase in Fig. 2 D. Notice the low
contrast from the 3-Mg,Si particle. The chemical compositions of the
phases present were verified using EDS (not shown). No evidence of
homogeneous nucleation of hardening phases was observed during
AC.

3.2. Microstructure in aged tempers

Similar to the AC-T4 temper, the final AC-T6/T7 tempers have
significant amounts of heterogeneous nucleated precipitates. Fig. 3
shows an example of a typical bulk microstructure acquired by
HAADF-STEM. Multiple heterogeneous nucleation sites amid the
bulk hardening phases are observed. Precipitate Free Zones (PFZ)
are found to form around these nucleation sites. In Fig. 3, taken in
the AC-T6 temper, both 3-Mg,Si and 1-MgZn, are found together
with two Al;Zr particles. It is not clear whether AlsZr is the pri-
mary nucleation site, or if 1-MgZn, can serve as a nucleation site
for 3-Mg,Si, or vice versa. Another example, from the overaged
AC-T7 condition, is shown in Fig. 4, where three 7-particles and
one 3-Mg,Si are nucleated onto a Al-Fe-Si particle. In both Figs. 3
and 4, the 3-Mg,Si particles are not distinguishable solely from the
HAADF- and BF-STEM micrographs. This emphasises the difficulty of
observing this phase in this system, unless it is explicitly searched
for.

Bulk microstructures in T6 and T7 after WQ appear similar to
the AC and aged tempers, as in Fig. 3, apart from the heterogeneous
nucleation. No observations of 3-Mg,Si were made on the typical
nucleation sites demonstrated in Fig. 2. However, 1-MgZn; particles
were occasionally observed on AlsZr and Al-Fe-Si dispersoids. It is
possible that these have formed during AA as they were not observed
in the as-WQ samples. On grain boundaries, 1-MgZn, particles were
observed in a similar manner as for the AC tempers.

Only the n-precipitates described in Table 1 were observed in
the present work. BF-TEM micrographs along [110]; are shown for
all four final tempers in Fig. 5. In this projection, 2/4, 1/3 and 1/6
of the precipitates with habit planes {111}, {100} and {110},
respectively, are observed edge on. The remaining precipitates are
projections of equivalent precipitates on similar family planes, unde-
fined faulted phases and in some rare cases the cross-section of ).
In order to obtain a relative fraction of phases present, the num-
ber of precipitates with habit planes {111}, {100}, and {110},
were counted and multiplied by 2, 3 and 6, respectively. This means
only counting the edge-on precipitates and multiplying in order to
account for the identical precipitates lying on equivalent planes not
observed in the zone axis. As summarised in Table 3, both the T6 tem-
pers are dominated by 17 and 7, while the T7 tempers are dominated
by 11 and 7,. Due to uncertainties when measuring the dimensions
of particles from BF-TEM images, such as in Fig. 5, an upper thresh-
old for the minor dimension (thickness) of measured particles with
{111}, habit plane was set to 20A, slightly higher than its distinct
thickness of 7x {111} (~16.4 A) as shown in Fig. 6A [30], in order to
separate 17 from 1),. It is then observed that in both T7 states, 1/ is
non-existent. Several authors have suggested the reaction 1/ — 1), as
a possible transformation [26,38-40]. Furthermore, from Table 3 and
Fig. 5 it is clear that both dimensions of the precipitates are larger
when aged at 170°C.

The phase with habit plane {110},;, marked with question marks
in Fig. 5B and D, was not observed by high-resolution HAADF-STEM
when imaging along [110]4 or [100]4; axis. It is likely to be another
orientation relation which 1 may form with aluminium or a faulted
structure growing along the [100],, direction.

17 hardening precipitates with structures similar to those
reported before were observed in all conditions. An example is
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Fig. 2. BF-STEM micrographs from the AC-T4 condition, showing typical heterogeneous nucleation sites. A) Two 3-Mg,Si phases on a grain boundary, with an AlsZr particle in the
nucleation site. B) A grain boundary with fine population of small 17)-MgZn, precipitates. C) Two 3-Mg,Si particles nucleated on a Al-Fe-Si particle. D) A nucleation site including
AlsZr dispersoids, 1-MgZn;, 3-Mg,Si and dislocation lines. Notice the low contrast from the 3-Mg,Si phase. The chemical composition of the phases in all micrographs has been

verified using EDS.

shown in Fig. 6A, and is the 17 (Type 1) precipitate [30]. This pre-
cipitate can also incorporate defects, such as a roto-inversion center,
shown in Fig. 6B. 1), (Type 2) is also frequently observed, although
not shown here.

71 was observed along the two axis: [001];//[110]5 and
[100],//[110]a;, shown in Fig. 6C and D, respectively. Fig. 6C and D
shows the habit interface created by the (010), plane aligned with
the (001), plane, rotated 90° across [001],;. This phase is a plate
shaped precipitate with habit plane (010),//(001),;.

Furthermore, cross-sections with orientation relationship corre-
sponding to those reported for 14 [26], were observed in the T7
tempers, and one is shown in Fig. 6E. It has been proposed as a
rod/lath with habit planes on {111},; with the following orientation
relationship: (210),//(111)a and [001],//[110], which is in agree-
ment with the presented micrograph. Two {111}, planes enriched
with high Z elements (Zn or Cu) are observed on both sides of the
precipitate.

A range of faulted structures were observed in the present work,
and one is shown Fig. 6F. Orientation relationships for these precip-
itates cannot be simply defined. They do however stack the same
R-unit, but do addition incorporate the flattened hexagonal sub-units
indicated as the white hexagon, separating regions of well ordered
structures. In the given example, there is a previously unreported

semi-coherent interface present along the [114]y, direction, which
connects to the unfaulted structure marked in the figure. The
orientation can thus be writtenas [100];,//[110] and (010}r,//(221 )Al-
This has never been observed for a free-standing non-faulted pre-
cipitate. Similar faulted structures have been observed within the
11 and 1), precipitates [29,31-33].

3.3. Observation of 6xxx hardening phases

As no Mg,Si-phases were observed in the T6 and T7 tempers
at the typical heterogeneous nucleation sites after WQ, this would
suggest that Si still remains in solid solution. However, STEM-EDS
of WQ-T7 revealed a fine population of small Mg-Si precipitates
between the slightly larger n precipitates. This is shown in Fig. 7,
where EDS spectrum images are obtained across a grain boundary.
The Si signal correlates with some Mg sites, but not with Zn. They
do however appear close to each other, since the Mg-Si particles are
observed to occasionally nucleate on the n-particles, or vice-versa, as
demonstrated by HAADF-STEM in Fig. 7.

High-resolution observations along [100], reveal Mg-Si phases
with disordered crystal structures, similar to what has been observed
in the 6xxx aluminium system [41,42]. These are small needles, dis-
tributed homogeneously within a grain. The cross-section of one
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example is shown in Fig. 8. It consists of Q' and U2 building blocks
connected by a near hexagonal Si network [43], demonstrated by the
overlaid atomic positions in Fig. 8. Furthermore, there are indications
of either Zn or Cu enrichment at the interface which gives localised
bright atomic columns. Based on the atomic overlay the composition
of the precipitate in Fig. 8 results in Alg27(Cu,Zn)o 17Mgg 29Si027 giv-
ing a Mg/Si ratio close to 1 which is typical for 6xxx type hardening
phases [33,44].

4. Discussion

During AC from solution annealing, there are multiple heteroge-
neous precipitation reactions occurring. Observed nucleation sites
are grain boundaries in addition to AlsZr and Al-Fe-Si dispersoids.
Both 1-MgZn, and 3-Mg,Si were found on these sites, as demon-
strated in Fig. 2. These precipitation events must be related to the
observed peaks in the DSC cooling curves in Fig. 1, where at least 6
precipitation reactions are occurring.

A complete understanding of the peaks denoted A-F in Fig. 1,
would require extensive TEM investigations following interrupted
quenching. However, a qualitative discussion is possible based on
previous work. The origin of peak A, directly visible at the onset
of cooling in the two slowest cooling rates, is unclear. It may be
related to the formation of Al-Fe-Si dispersoids or 3-Mg,Si. Kem-
sies et al. demonstrated that the previously described “stable” Al-
Fe-Mn-Si dispersoids can partially dissolve at temperatures above
~450 °C, giving a substantial signal in the DSC curves [37]. As
the reaction is diffusion driven, it may become suppressed with
higher cooling rates, which is similar to what is observed in present
work.

Two peaks, B & C, are observed in the region 430-320°C, with B
appearing as a shoulder on the high temperature side in the range

Fig. 3. HAADF-STEM micrograph showing heterogeneous nucleation in the bulk
microstructure of the AC-T6 temper. The corresponding EDS spectrum images for Mg,
Si, Zn and Zr from the indicated area are shown. 3-Mg;Si, 11-MgZn, and AlsZr are
observed in the particle agglomerate.

430-400°C. These may correspond to 3-Mg,Si, which is suggested
to occur in this temperature region in AA7020 [17]. The formation
enthalpies of 3-Mg,Si and 17-MgZn, are about one order of mag-
nitude apart [10,45]. This might suggest that 3-Mg,Si can appear
significant in the DSC cooling curves, although it is lower in vol-
ume fraction. In the region 350-170°C, there are two peaks, D &
E, where at least one should correspond to 1-MgZn,, as has been
reported to precipitate within a very similar temperature range in
other Al-Zn-Mg alloys [15,10,17,46]. The reason for the two peaks
in this region is unclear. The final peak observed at <100° C most
likely corresponds to homogeneous distribution of cluster nucle-
ation [47].

As discussed, there are more peaks in the DSC cooling curves than
observed phases. One possible explanation for this is the undetected
presence of other phases such as T-Al;MgsZns. Another explana-
tion could be that the same phase may yield different peaks in the
DSC curves owing to different nucleation sites and/or morphology.
In binary Al-Si, it was demonstrated that the same Si-phase resulted
in two observable peaks in the DSC curves due to different aspect
ratios [48]. Similar observations were made for Mg,Si in a ternary
Al-Mg-Si alloy [49].

It is evident from the DSC curves that precipitation may occur
if the cooling rate is insufficient to suppress all the reaction events
occurring. In this alloy it is made clear by TEM, and supported by
DSC, that the material is quench sensitive during AC. From Fig. 1,
precipitation enthalpy is still detected at the highest measured cool-
ing rate of 3K/s, indicating that the CCR for our alloy is higher than
this.

With regard to the nanoscale 1-phases it seems that the artificial
ageing temperature is the controlling parameter for both precipitate
orientation and size. The hardness in the T7 tempers is 9 (HV10)
less than for their T6 counterparts due to coarser precipitates. The
two prior cooling conditions seem to have minimal influence on bulk
precipitate size and orientation, although some solute is consumed
in heterogeneous precipitation during AC reducing the hardness by
6 (HV10) when comparing the AC and WQ tempers. As shown in
Fig. 6, there are many orientations which the nanoscale 1) precipitates

, . Mg,Si

Fig. 4. STEM-BF micrograph of a Al-Fe-Si particle in the AC-T7 condition. Three 1-
MgZn; precipitates can clearly be observed in the micrograph and the corresponding
EDS map. A smaller 3-Mg,Si particle is also nucleated on the particle, but cannot be
seen in the STEM image. As indicated, this is only revealed in the corresponding Mg
and Si EDS spectrum images.
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Fig. 5. BF-TEM micrographs of bulk precipitates oriented along the [110] direction with the same indicated coordinate system. (A) AC sample in T6 and T7 (B). (C) WQ sample
in T6 and T7 (D). The precipitates are generally larger in the T7 conditions which contains ~50% 17); precipitates growing on the {100}, planes, in addition to 171 on {111} 7"

with habit plane {110}, has not been identified.

can form with respect to the aluminium matrix. Introducing exact
3D models for 1y and 74 is outside the scope of present work, but
should be conducted in future and calculated using Density Func-
tional Theory (DFT) calculations in a similar manner as for 1/ and
12 [30].

A homogeneous distribution of 6xxx hardening phases were only
observed in the WQ-T7 state. Extensive STEM work was carried
out to determine if these phases were present in WQ-T6 (age-
ing at 140°C), but none were observed. This could indicate that
these phases only form when ageing at relatively high temper-
atures with respect to what is typical in 7xxx alloys. In alloys
subjected to Retrogression and Reageing (RRA), this may be impor-
tant when performing the retrogression stage at elevated tempera-
tures if the alloy contains Si. More work needs to be done in order
to understand the kinetics of the observed concurrent precipita-
tion and its influence on hardness. Comparing hardening kinetics
in a similar alloy like the present but with 0.0wt.% Si is a possible
approach.

To the authors knowledge, there is only one report on precipitation
of nanoscale 6xxx type hardening phases in 7xxx alloys. Hansen et al.
studied Cu-free high Zn/Mg ratio 7xxx alloys with varying Si amounts
and compared microstructures after SHT at 450 and 550 °C [50]. The
higher SHT temperature dissolved primary Mg,Si-phases resulting

in precipitation of Mg-Si hardening phases during the subsequent
AA, contributing to the overall hardness.

There are, on the other hand, reports on the effect of adding Zn
to 6xxx alloys. Saito et al. demonstrated that Zn can be incorporated
into 6xxx hardening phases without disrupting the underlying Si-
network [51]. Partial substitution both on and between Si-network
columns was observed, as well as a tendency for Zn to segregate at
particle/matrix interfaces. No n-phases were observed in the bulk
microstructure, even with up to 1wt.% Zn addition. By adding up to
3wt.% Zn in an Al-Mg-Si alloy, Ding et al. were able to precipitate 1)
in the bulk microstructure [52].

With respect to material properties, Gong et al. reported improve-
ments in fatigue strength with increasing Si content in a 7xxx
alloy [53]. She et al. reported a decrease in SCC susceptibility and
decrease in tensile strength with increasing Si content [54]. The role
of 6xxx precipitates on such properties could be explored further
by optimising composition and thermal treatments. In relation
to SCC, authors have claimed hardening phases (or their inter-
faces), as well as 3-Mg,Si, as important hydrogen trapping sites
[55-58]. Modelling of these properties requires accurate knowl-
edge of the precipitates present in the microstructure. However,
it is unclear how the 7-phase(s), 3-Mg,Si and 6xxx hardening
phases compare with respect to hydrogen trapping energies and
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Relative fraction of identifiable plate shaped 1) hardening phases. The average minor dimension (thickness) and major dimension (diameter) and corresponding standard deviation are given as sorted based on the precipitate orientation.
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Avg. thickness (nm)
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6.67/1.95
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1.88/1.04

Upper/lower thickness (nm)

Avg. diameter (nm)

10.24 +£2.20
14.39/7.12

741 +1.77
11.05/3.39

8.13 +2.00
13.72/4.58

4924078
6.30/3.95

6.16+£138 6444129
9.08/3.68

9.51/3.56

10.25 + 3.04
15.59/6.14

7.27 +1.96

12.10/4.21

8.84+2.23
13.73/4.82

6.08 +1.19
8.67/4.38

542 +1.19
8.32/2.58
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Fig. 6. HAADF-STEM micrographs of 1) type precipitates in the WQ samples. A-B: 1/
(Type 1) precipitate along [112], showing a defect free (A) and a faulted variant (B).
C-D: n; along [001],//[110]4 and [010]n//[i10]Al in (C) and (D), respectively. (E) is a
micrograph of the cross-section of n4 with the interface relation as (210),//(111). (F)
Shows a highly disordered ) precipitate. Notice the similar R- and O-units as in 17, in
addition to the flattened hexagon which can be described in two ways. A and B are
obtained in WQ-T6, while the rest are from WQ-T7.

this should be explored further. Understanding hydrogen par-
tition within the microstructure may suggest ways to reduce
hydrogen concentration at grain boundaries and alleviate SCC
susceptibility.

Optimising thermomechanical treatments could make use of the
excess Si commonly found in 7xxx alloys by ensuring complete dis-
solution of the 3-Mg,Si with respect to the SHT and limiting quench
induced precipitation. This may open possibilities for development
of new hybrid 6xxx/7xxx series aluminium alloys.
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Fig. 7. BF-STEM image of a grain boundary in WQ-T7. The yellow square indicate where the corresponding Si, Zn and Mg EDS spectrum images are obtained. There are small
regions in which Mg correlates with Si, but not with Zn. The Si and Zn signal may overlap since the 6xxx type hardening precipitate often are observed together with an 1)-type

precipitate as shown by the high-resolution HAADF-STEM micrograph taken along [100]4;.

5. Conclusion

An industrially extruded AA7003 alloy is investigated after
different thermal treatments following either air cooling or water
quenching from solution heat treatment. The main findings are:

1. Air cooling results in heterogeneous nucleation of f3-
Mg,Si and 7-MgZn, particles on grain boundaries and
dispersoids.

2. The critical cooling rate for this alloy is higher than 3 K/s.

3. Bulk microstructures are dominated by 17 & 1, and 17y &
1, hardening precipitates after artificially ageing at 140 and
170°C, respectively. This is independent of the prior water- or
air cooling.

4. In the WQ-T7 state, 6xxx-type hardening precipitates coexist
with the 7xxx hardening precipitates.

The results presented provide important fundamental insight
into bulk microstructures, which are important for optimisation of
thermomechanical treatments in 7xxx alloys containing Si.
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Abstract: Stress corrosion cracking (SCC) in Cu-free Al-Zn-Mg (7xxx) aluminium alloys is not fully
understood and is a limiting factor that prevents usage in many applications. In the present work, this
phenomenon has been studied using the double cantilever beam method and slow strain rate tensile
tests for a peak- and slightly overaged temper in a AA7003 alloy. Microstructural features including
grain boundary particles, precipitate free zones and matrix precipitates have been studied using
transmission- and scanning electron microscopy. A difference in the SCC properties is established
between the two tempers. The dominating difference in microstructure is the size and orientation of
hardening phases. Possible explanations relating the microstructural observations and SCC properties
are discussed.

Keywords: Aluminium alloys; Stress corrosion cracking; Transmission electron microscopy; EBSD;
Microstructure; Grain boundaries

1. Introduction

Wrought Al-Zn-Mg-(Cu) (7xxx) aluminium alloys are of great interest in automotive- and
aerospace application due to their high strength-to-weight ratio and formability [1,2]. Replacing
heavy components with lighter aluminium alloys will allow for longer travel distance on the same
amounts of energy, effectively reducing green house gas emissions. However, the 7xxx alloy series is
known for their susceptibility to stress corrosion cracking (SCC) which limits the use of these alloys in
many applications [3]. Both the understanding and the suggested ways to mitigate SCC have been
reviewed several times [3-8]. However, there are still many unanswered questions concerning the
phenomenon.

SCC in aluminium usually occurs along grain boundaries when a susceptible material is stressed
above some critical value in a corrosive environment. Cracking is initiated due to mechanical
surface defects or from areas corroded by pitting and/or intergranular corrosion (IGC) [4]. The
propagation mechanism is a subject of controversy as the fundamental mechanism(s) is not fully
understood. Commonly proposed propagation mechanisms include hydrogen embrittlement (HE),
anodic dissolution and passive film rupture [3,4,9]. It is not unlikely that several of these mechanisms
may occur simultaneously and effect one another, as suggested by Najjar et al. [10]. In the vicinity of
the crack tip the pH is low and the dominating cathodic reaction is proton reduction [11]. This results
in hydrogen evolution and diffusion ahead of the crack, promoting conditions for local embrittlement
[9,10].

Microstructural features often discussed in relation to SCC include grain boundary particles
(GBPs) [12-17], widths and solute concentration in the precipitate free zones (PFZs) [12], and elemental
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segregation to grain boundaries [18-21]. Also, bulk (matrix) precipitates and their interactions with
dislocations have been suggested to influence the SCC, as their size and shape may influence the slip
characteristics and affect strain localisation at the grain boundaries [15,22-27]. All these microstructural
features are strongly affected by the thermo-mechanical processing of the alloy. Especially, variations
in the final age hardening (artificial ageing) stage, can drastically change the SCC properties. As such,
it is common that a slightly overaged condition has higher SCC resistance than the highest strength
peak aged temper in the same alloy [4].

Sarkar ef al. demonstrated that with increasing Cu addition to an Al-Zn-Mg alloy, the crack
growth rate decreased accordingly [15]. Correspondingly, much work has been conducted in order
to understand why Cu additions have such positive effects at reducing SCC susceptibility. It is
now generally accepted that Cu is substituted into the #-MgZn, GBPs, changing the composition
to 17-MgZn(;_,)Cuy, and that is the main reason for the improved SCC resistance by adding Cu
[15,28-31]. The equilibrium #-MgZn; phase is highly anodic with respect to the aluminium matrix [32],
and with increasing Cu substitution the potential difference between particle and matrix decreases.
This understanding is however not applicable to Cu-free systems.

In a previous study, the bulk (in grain) microstructure of the same alloy used herein, was studied
in detail after both air cooling and water quenching from solution heat treatment (SHT), and aged
to a T6 and T7 temper [33]. Heterogeneous nucleation of f-MgSi and #-MgZn; particles on grain
boundaries and dispersoids was observed after air cooling. Part of the motivation for this work is to
see if small variation in Si content, and thus the presence of f-Mg,Si particles at grain boundaries may
have any influence on the SCC properties. Furthermore, the nanoscale # hardening precipitates had
different size and orientation relationships with the Al matrix in the T6 and T7 tempers, independent
of the prior cooling method from SHT. Here, the characterisation focuses on the grain boundary
microstructure in addition to SCC testing. This is done in a commercial Cu-free aluminium alloy with
variations in Si content, quench rates and artificial aging parameters.

2. Experimental

2.1. Materials

Two AA7003 alloys with composition given in table 1 were cast and homogenized, before they
were pre-heated to 480 °C and extruded at ~11 mm/s into a solid rectangular profile with dimensions
20x25 mm. A subsequent SHT at 480 °C for 30 min was conducted, before either water quench (WQ)
or air cooling (AC) to room temperature was performed. Subsequent artificial ageing (AA) was carried
out at 140 °C for 17 h or 170 °C for 6 h, which are designated as the peak- (T6) and slightly overaged
(T7) tempers, respectively. Samples are further referred to as “x-yy-zz’, where x indicate high (H) or low
(L) Si content, yy is the quench rate (WQ or AC) and zz is the artificial ageing temper (T6 or T7).

Table 1. Alloy compositions (in wt.%) measured using optical emission spectroscopy.

Alloy Fe Mg Si Zn Cu Zr Ti Al Zn/Mg

7003-H 020 068 0.11 556 001 017 0.02 Bal 8.20
7003-L 020 071 0.05 5.65 <0.01 0.15 0.01 Bal 8.20

2.2. Double cantilever beam

Specimens for double cantilever beam (DCB) testing were machined from the extruded profiles.
into the geometry initially suggested by Hyatt [34], with some modifications. In the schematic drawing
in figure 1, the v-notch was removed by spark erosion as it was deemed unnecessary for the test. One
third of the samples were subjected to fatigue pre-cracking before bolt loading, while the rest were bolt
loaded directly. The initial notch condition had no influence on the measured properties. Crack-tip
stress intensity was calculated using the formula:
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K. — AER[3h(a+ 0.6h)2 + h3]1/3
'™ T 4(a + 0.6h)% + h2a]

where A, E, h, and a are the deflection at the load point, elastic modulus (70 GPa), half the
specimen height and the crack length measured from the load point, respectively. An initial loading
to 25 MPay/m was applied. The crack tip was kept wet by dripping a few drops of 3.5 wt.% NaCl
solution once per day, for a total duration of 1500 h. The crack evolution was measured using an
optical microscope. Crack velocity in the stress independent 'Region II (plateau)’ [4], was interpolated
to obtain a mean value with corresponding standard deviation. SCC threshold stress intensities, Kiscc,
were determined from the points with the lowest crack velocity and K; value, and represented in a

1)

similar manner. In order to study the fracture surfaces, specimens were cooled in liquid nitrogen and
pulled apart using rapid tensile overload. Three parallels for each temper were measured.

T

16 mm

notch radius: 0.25 mm (max.)

20 mm

b

10 mm
=
. 25 mm

100 mm

Figure 1. Schematic drawing of the DCB specimens used in this work. Originally from [34].

2.3. Slow strain rate testing

Specimens for slow strain rate testing (SSRT) were machined from the same extruded profile into
the geometry given in figure 2. The samples were washed in ethanol in an ultrasonic bath for 2.5 min
prior to testing. Test environments used were air and 3.5 wt.% NaCl solution with neutral pH and pH

3. An initial strain rate of 1.2 x 1078 ms™!

was applied in all cases. Plastic insulators were mounted
between the clamps and the sample in order to prevent galvanic effects when testing in solution. The
pH and open circuit potential (OCP) were measured during and after each test. One tensile test for
each temper in each environment was conducted. The fracture surfaces were observed in scanning
electron microscopy (SEM) and from such images the reduction in area (RA) was estimated according
to:

(Zo

_ Zf)
RA = —— "2« 100, ()
Zy

where Zy and Z¢ are the initial and final cross-section area after fracture, respectively. The
reduction in area ratio (RRA) was used as a measure to deduce susceptibility to the environment. This
was done by dividing the RA value obtained in the test solution on the RA acquired in air:

RAsol
RAair

RRA = 3)
2.4. Potentiodynamic polarisation

Samples for potentiodynamic polarisation were cut to 25x20x3.5 mm. An electrical contact was
soldered to the back of the specimen, before it was embedded in epoxy and ground to a mirror finish
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Figure 2. Schematic drawing of the round tensile specimens used for slow strain rate testing.

using 4000 grit SiC abrasive paper. Samples were left at OCP in 3.5 wt.% NaCl for 1 hour. Polarisation
was started at 100 mV below OCP and increased at a rate of 0.1 mV /s to a maximum current density
of 0.05 A/cm?, and then back down to OCP.

2.5. Electrical conductivity

Electrical conductivity was measured using Sigmatest 2.069 unit on samples that were polished
with 2000 grit SiC paper. Five measurements on each of the four samples were conducted.

2.6. Electron microscopy

Samples for electron backscattered diffraction (EBSD) were mechanically polished down to 0.02
um colloidal silica suspension before a final argon ion thinning step. EBSD scans were conducted on a
Hitachi SU-6600 FEG-SEM using a Nordif EBSD detector with a working distance of 24 mm, sample
tilt of 70°, and <0.3 ym step size. Nordif3.0 was used to index the acquired patterns and all subsequent
analysis was conducted using MTEX [35].

Specimens for transmission electron microscopy (TEM) were prepared by grinding using SiC
abrasive paper to ~100 ym foil thickness, punched into 3 mm discs and thereafter electropolished
with a Struers TenuPol-5 machine. An electrolyte consisting of 1/3 HNO3 and 2/3 CH3OH kept at
temperatures between -30 and -20 °C with an applied potential of 18 V was used. Lastly, a final Ar ion
milling step in a PIPS II instrument was applied to remove the outer layers exposed to the electrolyte.
Typical conditions for this were 3 kV for 5 min at 4:3°, followed by stepwise reduction in potential
down to 0.5 kV for similar durations and angles.

Two TEMs were used in this work. (i) a JEOL JEM-2100F operated at 200 kV, equipped
with an Oxford X-Max 80 silicon drift detector with solid angle of 0.23 sr for energy-dispersive
X-ray spectroscopy (EDS). (ii) A double Cs-corrected JEOL ARM200CF operated at at 200 kV using
convergence semi-angle of 28 and 48 mrad inner collector angle for high-angle annular dark-field
(HAADF)-scanning transmission electron microscopy (STEM) imaging. The microscope is equipped
with a Centurio EDS detector (solid angle: 0.98 sr). EDS data were post-processed using the open-source
python package HyperSpy [36].

3. Results

3.1. Microstructure

Representative backscattered electron (BSE)-SEM images at two different magnifications are
shown in figure 3. The images are acquired both parallel (3a & 3b) and normal to the extrusion
direction (3¢ & 3d). The large particles visible in the low-magnification images in figures 3a & 3c,
are a-Al(FeMn)Si phase primary constituents. In figures 3b & 3d, the grain structure is visible, with
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presence of very small #7-MgZn, particles (<0.5 ym). The images are from the H-AC-T6 condition. In
all AC conditions, f-Mg,Si particles are also present on grain boundaries, visible as dark regions in
figures 3b & 3d. This is the only observable difference between the WQ and AC samples. No variation
in GBPs size or distribution, between the T6 and T7 tempers, could be established using SEM.

Figure 3. Representative BSE-SEM images from sample H-AC-T6, acquired both parallel (3a & 3b) and
normal to the extrusion direction (3¢ & 3d). Large a-Al(FeMn)Si primary particles can be seen in a and

¢, and tiny 7-MgZn, particles are visible on the grain boundaries in b and d. The black regions on the
grain boundaries in b and d, are f-Mg;Si particles, which are only present in AC samples.

EBSD images acquired along two different orientations are shown in figure 4. In both figures 4a
and 4b the grains are coloured according to the inverse pole figure in figure 4¢, and the grain boundary
misorientations are coloured according to the scale in figure 4b. Figure 4a shows the cross-section
of the extrusion direction (ED) where most of the grains are oriented close to either the [111]5; or
[100]a; directions. Large amounts of low-angle grain boundaries are found between grains with
close to similar orientation, and high-angle grain boundaries are typically found between grains with
dissimilar orientations. Most of the grain boundaries are aligned nearly parallel with the transverse
direction (TD). In figure 4b, the cross-section of the TD is shown. It can be seen that the grains adapt a
more scattered distribution of orientations. A clear extrusion texture is visible, where large fibrous
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grains are aligned parallel to the extrusion direction. These grains are separated by high-angle grain
boundaries and within the fibers there are mostly low-angle and sub-grain boundaries. The sub-grain
boundaries are best defined by the change in colour within each grain and not by the misorientation
lines separating individual grains, as the threshold in the analysis was set to >3° to define grain
boundaries. Both EBSD images are from the H-WQ-T6 sample, but the texture is representative for all
the tempers in this study.

[111]

[110]

Figure 4. Representative EBSD images acquired along two different directions in a and b. The grains
are coloured according to the inverse pole figure in ¢. Grain boundary misorientations are colour coded
according to the scale in b.

3.2. Grain boundaries in TEM

Three distinct grain boundary "types” were observed in all tempers and are represented in the
HAADEF-STEM image acquired parallel with the extrusion direction in sample H-AC-T7, shown in
figure 5. Type 1 are sub-grain boundaries with <2° in misorientation, and are clearly distinguishable
by their high density of small particles. These are likely to have formed due to preferential nucleation
on dislocations. Type 2 and 3 grain boundaries are not distinguished by misorientation angle, but
rather by the presence of particles or not. Type 2 contains precipitated particles, which are larger than
those found on the sub-grain boundaries, while type 3 has very few or no particles present. The size
of 40-60 grain boundary particles on both type 1 and type 2 grain boundaries was measured for two
tempers, and is presented in table 2. The average value of the particle size increases slightly in the
T7 condition. However, there are large variations in the measured data which is manifested in the
standard deviations. Large scatter in particle sizes and densities are found within the same material,
and even along the same grain boundary segment. This is likely related to the particles nucleation
plane and/or coherency of the adjourning grains.

A typical cell structure with high density of grain boundary particles is shown in figures 6a-c.
These bright-field (BF)-STEM images were acquired viewing perpendicular to the extrusion direction
for sample H-WQ-T6. In figure 6¢, the GBPs are seen from different projections and demonstrate their
puck-like shape. Type 2 grain boundaries with particles of different size and morphology are shown in
the two BF-STEM images in figure 6d & 6e. In figure 6d the long axes of the particles are aligned in the
same direction and show a similar strong diffraction contrast. This indicates that they are all nucleated
relative to one of the grains. In 6e the particles appear more randomly oriented. Figure 6f shows a
HAADF-STEM image of a type 3 grain boundary with no particles present. Similar observations were
made in all the conditions studied in this work.

The average widths of PFZss, measured from 10 type 2 and type 3 grain boundaries, are given in
table 2 with corresponding standard deviations. The H-WQ-T6 condition has an average width of 80
nm, which is slightly smaller than the three other tempers with PFZs similar at around 110 nm.
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Figure 5. HAADF-STEM image showing the typical microstructure found in TEM. Three distinct types
of grain boundaries are observed. (1) Low-angle sub-grain boundaries with high number densities of
particles. (2) Grain boundaries with fewer, but larger particles and (3) grain boundaries with no or very
few particles. The image is acquired parallel to the extrusion direction for sample H-AC-T7. Similar
observations were made in all temperrs.

200 nm

Figure 6. BE-STEM images of a cell structure consisting of sub-grain boundaries (type 1) with high
density of grain boundary particles in a-c. d & e shows two type 2 grain boundaries with particles of
different size, shape and distance between. f is a HAADF-STEM image of a type 3 grain boundary
where no particles are present and the PFZs are clearly visible.c is acquired in sample H-AC-T6, while
the rest is from H-WQ-T6, all parallel to the extrusion direction.

Composition of approximately 150 grain boundary particles for each temper of the high Si alloy,
was measured using EDS spot analysis in microscope (i), and the average Zn/Mg ratio is shown in
table 2. Particles in the T7 tempers exhibit a higher average Zn/Mg ratio regardless of the cooling
method from SHT. The T6-AC temper has the lowest average Zn/Mg ratio of 1.64. Note that within
the same temper there are large variations in the GBP compositions, which can be seen in the scattered
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plots shown in Supplementary figure Al. In addition, a particle composition analysis from one GBP
in each condition was obtained from microscope (ii) and is given table 2. No clear difference can be
deduced from these results. The Al amount is likely to be overestimated due to the surrounding matrix.
All the particles represented in table 2 are some variant of MgZn,_,Al,.

Table 2. Compositional analysis using TEM-EDS of GBPs in each temper acquired in microscope (ii).
Average Zn/Mg ratio of ~150 GBPs acquired using microscope (i) represented in the column named
‘multiple’. Average GBP size with corresponding standard deviation measured for grain boundaries
with dense and non-dense particle distribution in the two conditions with the largest difference in
measured SCC properties. Average width of PFZs acquired from 10 grain boundaries in each temper.

‘ Single GBP composition | Multiple | GBP size (nm) | PFZ (nm)
‘ Al Zn Mg | Avg. Zn/Mg | Type 1 (Sub GB) Type2 |
H-WQ-T6 | 47.0+44 367 +31 165+21 2.21 23.0 £ 8.9 65.1 +30.2 80+£6
H-WQ-T7 | 4995+104 365+7.6 139+37 2.56 107 £ 15
H-AC-T6 604 +52 282+39 112+24 1.64 103 £13
H-AC-T7 539+79 329+59 13.0£33 2.57 349 £ 82 889 +27.0 | 116 £10

In addition, there are f-Mg»Si particles present along grain boundaries for the AC tempers. This
is shown in figure 7, where large f-Mg,Si and two MgZn,_ Al particles are present. Note that there
are also Al3Zr dispersoids close to the f-Mg»Si particles in figure 7, which makes it uncertain what the
nucleation site is in this example.

100 nm
I

Figure 7. A HAADF-STEM image and corresponding EDS maps from a grain boundary in the sample
H-AC-T6. Both MgZn;_ Al and B-Mg,Si particles are present if the material has been AC from SHT.
Al3Z dispersoids are also found in connection this grain boundary.

The concentrations of the PFZs were measured using EDS on type 3 grain boundaries. Data from
an EDS map is represented as a linescan where each point represents the average and corresponding
standard error of the mean as a function of distance from the boundary. This is shown in figure 8 for
H-AC-T6, H-WQ-T6 and H-AC-T7. The in PFZs are mostly composed of Al in addition to reduced
levels of Mg and Zn. The H-WQ-T6 sample has a Zn/Mg ratio closer to one, than the AC and T7
tempers. Moreover, sample H-WQ-T6 consistently demonstrated enhanced Si signal. In some cases an
enhanced Cu signal was found at grain boundaries, but no indications of Mg or Zn segregation were
observed in any of the tempers.
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Figure 8. Elemental composition profiles across a type 3 grain boundary in three selected tempers.
The relative solute level is similar, but the H-WQ-T6 condition exhibits a Zn/Mg ratio closer to one in
addition to an enhanced Si level.

3.3. Matrix precipitates

In our previous work, we demonstrated that the T6 and T7 tempers consisted of bulk precipitates
that differed both in orientation relationship and size, ndependent of the prior cooling rate from SHT
[33]. The T6 temper consisted of 7" and 17, precipitates, while the T7 temper had 71 and 1 precipitates.
Precipitates in the T7 temper are larger both in thickness and diameter. This is shown in figure 9, where
figure 9a is the 5’ precipitate imaged along [112] 5 in H-WQ-T6. Figures 9b and 9c are the 7, and 71
precipitates, respectively, projected along [110]; in sample H-WQ-T7. 71 has a (110)5; interface plane,
while the two others lie on the (111)4; plane.
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Figure 9. HAADF-STEM images of the different precipitates present in the tempers studied. a shows
the 17’ precipitate acquired in H-WQ-T6 along [112] o). b and c are the 77, and 71 precipitates, respectively,
projected along [110] 5 in sample H-WQ-T7. 5’ & and 7, are present in T6. 71 and 7, are present in T7.
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3.4. Electrical conductivity

The electrical conductivity of the different conditions was measured and the results are given in
table 3. The measured values are slightly higher for the T7 tempers. There is no measurable effect
between the two different cooling methods from SHT.

Table 3. Electrical conductivity measurements of the four studied tempers, represented by the average
value and standard deviation of 5 independent measurements.

H-WQ-T6 H-WQ-T7 H-AC-T6 H-AC-T7
MS/m 2615+£0.16 2715+£0.13 26.13+0.11 27.23 +0.09

3.5. DCB testing

Results from the DCB tests are shown in figure 10, where the region II (plateau) crack velocity is
shown together with the estimated Kjgcc values. Region II crack velocities are all within the same order
of magnitude (1072 ms™1), with the lowest values in the T7 tempers. A higher Kiscc value is found in
the T7 tempers. AC increases the Kigcc value to slightly higher values than their WQ counterparts. All
conditions, except L-T7-AC, exhibit a clear drop in crack velocity at lower Kigcc values. The difference
in Si levels does not show any clear trend and has limited effect on the properties measured here. The
conventional crack velocity vs. stress intensity figure, from which the data presented in figure 10 is
obtained, is found in Supplementary figure A2.
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Figure 10. Results from the DCB tests. Average region II crack velocity and Kigcc value from three
samples with corresponding standard deviation. The Kjgcc value of the L-T7-AC temper is uncertain
as it did not demonstrate a clear drop in crack velocity at low K;j values, which all other conditions did.
There is a clear trend that the Kigcc values are higher for the T7 tempers.

The cracks on the DCB specimens were studied in SEM in the directions both parallel- and normal
to the extrusion direction. A schematic figure is shown in figure 11a, where the red lines indicate the
cracks. Along the extrusion direction the cracks follow nearly a straight line as shown in figure 11b.
Higher magnification images of the crack tip region are shown in figures 11c and 11d, demonstrating
that the cracks follow the grain boundaries between the fibrous grains aligned along ED direction.
In order to see the cracks in the transverse cross-section, DCB samples were cut along the transverse
direction as the crack had not passed through the entire specimen during the test period. This crack
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is demonstrated in figure 11e, where two selected secondary electron (SE)-SEM images are shown in
figures 11f and 11g. It can be seen that the cracks are not as straight as along the extrusion direction,
and more cracks branching from the main crack can be seen clearly in figures 11f and 11g.

(a)

Crack tip region

Figure 11. A schematic figure of a cracked DCB specimen in a, where the base has been cut along the

transverse direction to reveal the crack. SE-SEM images of the crack along the extrusion direction and
the transverse directions are shown in figures b and e, respectively. b and c are higher magnification
SE-SEM images of the crack tip along the extrusion direction. f and g are two higher magnification
images of cracks in the transverse direction.

Some of the samples were pulled apart and the fracture surface of two are shown in figure 12. As
may be seen in figures 12a and 12b, the crack front is slightly deeper in the center of the specimens
than at the edges. SE-SEM images of the fracture surfaces are shown in figures 12c and 12d, where
the fibrous grains are seen to remain along the extrusion direction. The fracture surfaces clearly
demonstrate that the cracks are intergranular in nature. Note that the SEM images do not capture the
depth of field, which is more clear in the earlier presented figure 11e.
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Figure 12. DCB specimen pulled apart using a tensile overload for tempers H-WQ-T6 and H-WQ-T7

in a and b, respectively. ¢ and d are SE-SEM images at different magnification of the fracture surface
within the SCC front area in a.

EBSD was conducted on the cracked DCB specimens in order to reveal which grain boundaries are
susceptible to SCC. This is shown in figure 13. The cracks seem to predominately follow the high-angle
grain boundaries which separate the long fibrous grains.

3.6. Slow strain rate tests

Results from SSRT are summarised in table 4. The T7 tempers exhibit lower ultimate tensile
strength (UTS) and yield strength (YS) than the T6 tempers, but have higher total elongation and
reduction in area (RA) values. The UTS values for all samples are similar when tested in air or solution.
No clear trends in the total elongation can be established when testing in solution. In certain cases
the total elongation is longer in solution than in air. All T7 tempers demonstrate a higher RRA value
(less change) compared to the T6 tempers in both test solutions. The two different Si levels do not
demonstrate any clear difference in the measured properties. The stress-strain curves are given in
Supplementary figure A3 for the interested reader.

Representative fracture surfaces of the SSRT specimens are shown in figure 14. Samples fractured
in air, regardless of temper, all demonstrate a ductile failure in the center of the specimen. A flat
fracture region is found closer to the edge. Samples stressed in 3.5 wt.% NaCl at pH 7 similarly have
ductile failure in the centre of the specimen with some corrosion products between. However, there is
an apparent difference between the T6 and T7 samples, regardless of the pH in the test solution. This
is the appearance of cracks, always present close to the edge in the T6 specimens. These may penetrate
up to ~600 ym into the specimen from the outer surface. In one case, the crack penetrated through
the entire cross-section (Supplementary figure A4). It is important to emphasise that this cracking
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Figure 13. SE-SEM image of a DCB crack and the corresponding EBSD map from the indicated region.
The crack predominantly follows the high-angle grain boundaries separating the long fibrous grains
along the extrusion direction (ED).

Table 4. Results from SSRT in air and 3.5 wt.% NaCl with pH 7 and pH 3. The yield strength (YS),
ultimate tensile strength (UTS), total elongation and reduction in area (RA) are given. The reduction
in area ratio (RRA) are calculated based from the RA values, and demonstrate less change for the T7
tempers.

YS (MPa) UTS (MPa) Total Elongation (%) RA (%) RRA (%)
1D Air Air pH7 pH3 Air pH7 pH3 Air pH7 pH3 pH7 pH3
L-WQ-T6 362 376 379 380 144 178 137 493 324 366 066 074
H-WQ-T6 357 374 379 386 155 156 144 564 445 409 079 072

L-WQ-T7 311 322 335 328 157 144 149 637 611 492 096  0.77
H-WQ-T7 322 333 327 332 159 152 154 650 568 46.2 087 071

L-AC-T6 354 372 380 384 144 156 145 569 445 409 071 078
H-AC-T6 358 375 373 373 161 147 149 588 406 349 0.69  0.59
L-AC-T7 315 326 329 329 147 1lo4 163 576 581 59.7 1.01  1.03

H-AC-T7 313 324 322 328 147 1le.l 145 606 507 579 0.84 095

behaviour was not observed in the T7 tempers, and also not when the T6 tempers were strained in
air. The cracks observed in figure 14 have a depth along the tensile axis (extrusion direction) of up
to 1 mm. This is revealed by embedding the whole specimen in epoxy and polishing the sample in
towards the center of the round tensile specimen. This crack shown in Supplementary figure A5 for a
T6 sample using optical microscopy and SEM.

3.7. Polarisation curves

Two of the tempers which demonstrated clear difference in the measured SCC properties were
subjected to potentiodynamic polarisation. This is shown in figure 15, where the T6 and the T7 tempers
exhibit similar behaviour. The corrosion potential is ~10 mV lower for the T7 temper.
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Figure 14. Fracture surfaces of selected samples in air and in solution, with highlighted features in the

centre and close to the edge. The main difference is the cracking behaviour observed in the T6 tempers
when testing in solution.
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Figure 15. Potentiodynamic polarisation curves of two selected samples.

4. Discussion

In the present work, nearly all the microstructural features believed to have an effect on SCC
have been studied. The only clear observation established is a difference in the bulk hardening phases,
which changes in size and orientation relationship with the Al matrix. If this is the primary reason for
the increased SCC resistance in the T7 tempers is somewhat uncertain. However, our results are in
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agreement with other studies which previously have suggested that bulk hardening phases alter the
deformation mode (slip characteristics) and influence the strain localisation at the grain boundaries
[23,37]. Higher strain localisation is likely to influence the crack propagation, but also influence
hydrogen diffusion and trapping. Guyot & Cottignies suggested that the yield stress decrease due to
overageing was associated with coarsening of precipitates resulting in a transition from shearing to
Orowan by-passing at a critical precipitate radius of 3 nm [38]. This fits well with our observations.
In recent years, the hydrogen distribution within Cu-free Al-Zn-Mg alloys has been studied and it
has been suggested that the bulk precipitates are important in hydrogen trapping [39-41] and also
motionless dislocations [42]. A relative study of the hydrogen trapping ability of the 7 hardening
precipitates with different interface planes is yet to be carried out and may give further insights into
the difference between the T6 and T7 temper.

Comparing the DCB results for the T6 and T7 tempers, there are little differences in the region
IT crack velocities (cf. figure 10). This may be an indication that there are little or no changes in the
grain boundary chemistry. This is supported by the microstructural characterisation, where only
limited differences in concentration of solute element in the PFZs, PFZs widths, electrical conductivity,
polarisation behaviour or in the grain boundary particle compositions, could be established. The
average Zn/Mg ratio for grain boundary particles in H-AC-T6 was lower than for the other tempers.
A lower Zn content in the GBPs should provide a lower potential difference between the MgZn,
phases and surrounding PFZs. However, this temper did not exhibit greater SCC resistance than any
of the T7 tempers. The PFZs solute concentrations presented are likely to be subjected to errors in the
absolute value. However, the relative difference between the tempers should, provide an indication
of differences between the samples. Comparing the results in figure 8 to the SCC results, is seems
unlikely that PFZs solute content will have any significant influence on the SCC properties of the
tempers studied here. The flat Si curve across the GB in sample H-WQ-T6 is questionable, but similar
curves were observed several times only for this condition.

Type 2 and type 3 grain boundaries show no clear correlation between particle distribution and
misorientation angles. It is more likelyrelated to grain boundary termination plane. That is, if one of
the adjacent grains terminates with a {111} 5; plane, it is more likely to precipitate the equilibrium
7-MgZn; phase. This has been reported by others [43,44]. However, as the 7-MgZn, hardening
precipitates have several possible interface planes for nucleation in bulk Al [33,45,46], it is not unlikely
that other boundary termination planes also play a role for these grain boundary particles. This
may cause large variations even along the same grain boundary, as suggested by Butler & Swan [47].
Grain boundary defects such as ledges may also act as preferential nucleation sites [44,47]. Zhao
et al. demonstrated how a grain boundary may decompose into facets with different segregation
and precipitation behaviour [48]. The spacing between GBPs may have influence on the presented
SCC results, but the statistics from the methods used in this work could not be used in drawing any
conclusions related to this due to the enormous variations between grain boundaries within the same
sample. More statistical methods, such as 3D focused ion beam (FIB) [49] or X-ray based methods are
suitable for this purpose.

In agreement with the work of others, we find that that the cracks predominately follow the
high-angle grain boundaries which separates the large fibrous grains. Tang et al. found that the cracks
tend to propagate at high-angle grain boundaries with a large difference in the Schmid Factor of
the neighbouring grains [50]. Day & Dent studied SCC and reported that cracks propagated along
high-angle grain boundaries decorated with fewer, larger particles than the low-angle sub-grain
boundaries [51]. The grain boundaries presented here must act differently with respect to a potential
SCC propagation mechanism. The low-angle grain boundaries have a near continuous distribution
of anodic MgZn, type particles, which may facilitate a dissolution type failure. High-angle grain
boundaries are likely to be more susceptible to stress-localisation, as larger differences between
adjourning grains may limit slip across the interface. Strain localisation may again increase the
hydrogen segregation and thus promote local conditions for embrittlement. More site specific grain
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boundary analysis should be applied in future work. A possible approach is by using FIB to carve
out a region in front of the crack tip to understand which types of grain boundaries are susceptible to
cracking.

Air cooling from SHT results in heterogeneous nucleation of f-Mg,Si particles on grain boundaries.
She et al. reported an improved SCC with increasing Si content and higher area fraction of B-Mg>Si
particles [52]. Singh et al. reported hydrogen bubble formation within the crack tip, which was
associated with the anodic dissolution of the f-Mg,Si particles [53]. The differences in Si level for the
two alloys studied here did not show any clear difference. Higher differences in the Si level may have
displayed other results.

It is likely that stressing the specimens along the TD direction (as apposed to the ED direction
done here) would have resulted in clear differences in elongation before failure. However, the SSRT test
is a "fast’ test, in comparison to other more static long exposure tests. The corrosion processes may not
have time to occur prior to fracture. Alternative approaches with SSRT could have been to: (1) apply a
load to some % of the YS, and immerse the samples for longer periods. (2) Hydrogen pre-charging
of the samples prior to tensile tests. Regardless, there are clear difference in the SCC between the T6
and T7 tempers with respect to observations in cracking behaviour and the retrogression and reageing
(RRA) values. Other testing methods are also possible and must be considered in future works. Some
testing methods has been reviewed for EN AW-7075 by Magaiji ef al. [54].

Although not studied here, residual stresses may have effect on the measured results. Robinson
et al. demonstrated large residual stresses associated with water quenching an AA7075 alloy, which
could be reduced by 25-40% after overageing [55]. However, in this work, its influence should be
limited as there were little difference between the water quenched and air samples.

5. Conclusions

In the present work, the SCC properties of an extruded Al-Zn-Mg alloys with two different Si
contents have been studied in two tempers following two different quenching conditions from SHT.
The main findings are:

e Overageing (T7) both increases the Kigcc value and decreases the region II crack velocity. This is
likely related to differences in bulk precipitates which may change the slip characteristics from
shearing in T6 to looping in T7, and ultimately affect the degree of strain localisation at the grain
boundaries.

e Low-angle sub-grain boundaries have a near continuous distribution of small grain boundary
particles, while other grain boundaries vary greatly in particle density and may have none, few
or many particles present.

e The cracks follow predominantly the high-angle grain boundaries between the fibrous grains.

e Cracking behaviour observed in SSRT, only occurred in the T6 tempers.

e The small variations in Si content between the alloys here have little or no influence on the
measured SCC properties.

These finding are expected to be relevant in future studies concerning properties in similar
extruded Cu-free Al-Zn-Mg alloys.
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Chapter 6

General Discussion and Outlook

The main results of the thesis were divided into two main parts which consist of
microstructure and corrosion properties in Al-Mg-Si-Cu and Al-Zn-Mg alloys, re-
spectively. In this chapter the research is put into a broader context with respect to
other relevant works published within the field and the author’s thoughts for future
work are presented.

6.1 Optimising IGC resistance
This discussion relates to the work presented in Papers I-111.

The results from Paper I showed that removing the primary particles present on
the surface influences the intergranular corrosion properties. This can perhaps
be implemented into industrial processing by conducting a surface etch using a
similar solution as presented by Larsen ef al. [135]. This will of course need to be
optimised. Our results only assess how these particles behave in the accelerated
IGC ISO standard test. This behaviour may be different in other solutions and
in 'real’ exposure conditions. A comparison of test methods was conducted by
Cornejo et al. where it was demonstrated that the more realistic test (ASTM G85
A2) compared better to the outdoor exposure test [154]. A future work thus needs
to evaluate how removing these surface particles effect samples that are exposed
to 'real’ conditions. Within the FICAL project, some work has been done in order
to evaluate the ISO test. The differences, from a round robin test involving several
labs, were mainly due to i) variation in solution to exposed area ratio and ii) if
the cut edges were left exposed or not. As a matter of fact, the ISO standard does
not specify a fixed solution to exposed area ratio, but rather that it should be 5 >
ml/cm?.
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The work further demonstrates that the surface particles are important in defining
the initiation and resulting distribution of corroded grain boundaries. However,
they are not essential when IGC propagates through the material, as the maximum
penetration depths reached similar values for the two alloys, after prolonged ex-
posure. This means that the grain boundary properties and/or bulk properties are
more important in the propagation stage. It was observed that Cu-rich particles
could be found at the corroded grain boundaries, which in turn will act as internal
cathodes and increase the cathodic activity. These Cu particles were never found
when studying the microstructure prior to exposure. This demonstrates how dy-
namic this process is; the Cu remnants must come from either selectively dissolved
particles, segregated Cu or from the matrix itself. Understanding the processes and
kinetics of what is occurring in the crack tip is important considering important in
order to further establish knowledge concerning the mechanism.

The basis of Paper II was to obtain insights into grain boundary structures and
their correlation to IGC. This work present methodology in how to better repres-
ent grain boundary textures from EBSD data, without having to conduct much
extra analysis. It does not include all 5 degrees of freedom, which would mean
also including the grain boundary planes. The reasons for this is that: i) the grain
boundary plane can decompose into facets at the atomic scale, which would not be
captured in the EBSD anyhow, and ii) to the best of the author’s knowledge, there
exists only one analysis method to obtain this information (in EBSD), and this is a
statistical method only applicable to random textures [227]. Statistically analysing
grain boundaries using a 5-parameter scheme is probably the most important topic
to solve in order to be able to conduct grain boundary engineering. Nevertheless,
the work presented in Paper II is on a more fundamental level with respect to char-
acterisation. The distinct differences between grain boundaries typically observed
were presented and are likely to be useful to understand what to expect when ob-
serving using TEM, but also important for modelling work. The methodology can
be applied in future work. Studying a similarly textured alloy and the statistical
time development of corroded grain boundary types would be an interesting study.

Paper III directly investigates how to improve IGC resistance by playing with
thermo-mechanical processing steps. Three clear methods were shown: slow cool-
ing from SHT, higher artificial ageing temperatures and pre-deformation. Draining
Cu from solid solution by forcing both heterogeneous and/or homogeneous nucle-
ation of Cu-containing particles seem to be the common factor in achieving better
IGC resistance. Pre-deformation will of course impact mechanical properties. The
methodology developed for analysing the EDS maps provides significantly more
statistical accurate results than what is obtained from a single linescan.

A combination of the results from papers I-III indicates that it is possible to ob-
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tain corrosion resistance Al-Mg-Si-Cu alloys by: reducing the amount of high-
angle grain boundaries, removing surface particles and optimising the thermo-
mechanical treatment.

These results are likely to useful in future models in order to predict IGC sus-
ceptibility. By understanding the kinetics of what is occurring within the IGC
filaments, and how the relative rates of propagation compare between the different
grain boundary types (Paper II), one may improve empirical models [228-230].
This can further be tuned to include the distribution of «-phase particles (partic-
ularly those in connection to grain boundaries) and import real grain structures
directly from EBSD data. However, correctly modelling IGC is a complicated
matter due to all the variables and the dynamics of the process; and is a project on
its own.

6.2 Al-Zn-Mg alloys and SCC properties

This discussion relates to the work presented in Papers IV-VI.

Most of the mechanical and corrosion properties are closely linked to the thermo-
mechanical treatments these alloys are subjected to. As introduced in section 3.4,
slight variations in artificial ageing parameters can have large effects on the SCC
properties. Therefore, it has been extremely important to revisit the precipitation
sequence in this alloy system (cf. precipitation sequence 2.3). In paper IV we
started from the earliest stages (natural ageing) and found that the solute clusters
that forms (i.e. *GP(I)-zones’) can be described through a fundamental unit which
is a truncated cube octahedron. This unit can stack in certain directions to form
larger clusters. This works demonstrate how a combination using several state-of-
the-art methodologies can be used to support and supplement each other. Without
these methods it would not have been possible to deduce the results of this work.
As these clusters are important for the subsequent artificial ageing, it is clear that
the newfound understanding concerning the structure will be important in future
work. It is believed that a large amount of modelling work will initiate from this
work: both in understanding how they contribute to mechanical properties and how
they are related to transformations to hardening phases.

In Paper V we investigated microstuctures in two tempers in a commercial alloy,
in addition to how the quenching rate effects the microstructure. For the latter, the
cooling differential scanning calorimetry method was applied. Interrupting at dif-
ferent temperatures during cooling and studying the microstructure in TEM (not
done in Paper V) is a suggestion for further study, as it would enable deconvolu-
tion of the measured peaks. The work shows that following a typical air-cooling,
dispersoids, grain boundaries and primarily particles all serve as heterogeneous
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nucleation sites. We further investigated the hardening phases in the T6 and T7
tempers, which had clear differences in both precipitate size and orientation re-
lationship with the Al matrix. This is important to emphasise as both the size
and orientation may influence the material response to plastic deformation, SCC
and even hydrogen partitioning (trapping). Using HAADF-STEM we also show
that the 7; and 74 precipitates are semi-coherent particles. Many studies do the
work to separate the orientation relationship of these precipitates, while many oth-
ers simply assign everything except 7 as the equilibrium 7 phase. Future studies
must go further in quantifying the volume fraction of the different orientation re-
lationship as function of artificial ageing conditions. This might be possible using
a scanning precession electron diffraction (SPED) approach when imaging along
the [110]a; direction [40]. It would also be interesting to be able to do the same
using APT. Due to the very close relation with overageing and SCC properties,
presented in paper VI and in other works, there must be a connection here that is
yet to be clearly understood.

With nearly 75% of all aluminium still in its first time use, there will be an increase
in the recycling of these alloys. As introduced earlier, there are strict composition
ranges for different alloys for different applications. As accidentally found in Pa-
per V, in the alloy with a very small amount of Si (0.11 at.%), Mg-Si hardening
precipitate phases typically formed in 6xxx (cf. table 2.3) were observed. This
opens a new room for development of Si-containing Al-Zn-Mg alloys, wherein
optimising the thermo-mechanical to make use of this excess Si is the goal. It
is likely to become more important in recycled alloys. Based on the observations
made, it seem that the alloy must be water-quenched from SHT in order to keep the
excess vacancies and that the artificial ageing must be conducted at high temper-
atures (relative to what is common in Al-Zn-Mg alloys). The findings from Paper
V, also suggest that the retrogression and reageing (RRA) heat treatment should
be revisited using modern experimental techniques. The reason for suggesting this
is that the hardening precipitate phases have not been studied adequately in liter-
ature during this heat treatment as it mostly focuses on grain boundary particles.
The high temperature part (retrogression. i.e. short holding at high’ temperature)
probably does not dissolve hardening phases, while they coarsen the grain bound-
ary particles (which is what is currently believed). It seems more likely that the
retrogression stage forms Mg-Zn hardening phases, with different habit planes, in
a similar manner to what has been presented in Paper V. It might also nucleate
the Mg-Si precipitate phases. However, such a study must also account for grain
boundary microstructures.

Paper VI revisits SCC in Cu-free Al-Zn-Mg alloys and provides insights into the
grain boundary microstructure. From the DCB results there are differences, most
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noteworthy in the Kjs.. values, between the two tempers. With the methods used,
there were however no striking difference between the cooling methods. The study
would, perhaps, been more complete if the SSRT experiments were conducted in
the transverse direction and not only along the extrusion direction. It is likely that a
more clear trend in susceptibility would have been deduced in this case. The SSRT
results are still interesting, as they demonstrate differences in tempers both with
respect to the reduction in area ratio and the secondary cracking only observed in
one of the two temper states. Moreover, the microstructure study is complete and
the findings are expected to be relevant to others.

Future work must also consider whether the tests conducted in Paper VI are suit-
able to evaluate the SCC properties in these materials. This is a study in itself, but
is an important topic in the whole SCC debate. Especially, SSRT is a relatively fast
test in the way used here. Applying a fixed load and keeping samples longer in the
solution might have given other results. Alternatively, hydrogen pre-charging and
then conducting the tests similar, as to here, might have given other results. Other
test method must also be considered, some of which were reviewed by Magaji et
al. [231].

Possible suggestions for future work are: i) look at the microstructure and SCC
properties in the same alloy, but with additions of Cu. The reason for this is that
many have reported higher SCC resistance when overageing and addressed this the
to the composition of the grain boundary particles. However, many of these studies
only consider the GBPs and forget the bulk microstructure. ii) Take a second look
at RRA procedures. The reason for this is again that many studies only focus on
GBPs and forget about the bulk microstructure. As a matter of fact, the earlier work
of Talianker & Cina (who first suggested the RRA procedure) they suggested that
the dislocation structures (or dislocations in connection to grain boundaries) dis-
appeared in the heat RRA treatment and attributed this to the improved resistance
to SCC [232]. Park & Ardel also suggested that bulk hardening precipitate size
and orientation relationships may influence SCC in RRA treated samples [191].
More recent works also show that a slow cooling and/or step quenching may pos-
itively influence SCC properties [233, 234]. Investigating more "exotic’ thermal
treatments is interesting as they are likely to become more applicable in industry
with increasing development in processing equipment.

6.3 From 2D to 3D

A limitation in the studies concerning grain boundaries presented in this thesis is
that the grain boundary particles have not been statistically studied. This is a topic
with room for improvement using 3D methods such as e.g. focused ion beam (FIB)
tomography [235] or X-ray based methods. The same goes for both IGC and SCC,
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which are 3D phenomena that are only studied in 2D in this work. With respect to
data analysis, more sophisticated methods using e.g. machine learning approaches
in extracting useful information from the EDS data, could be looked more into.
Combining this with accounting for beam broadening effects may lead to more
accurate quantification of the amount of segregated solute at a particular grain
boundary. Nevertheless, it is believed that the results presented in this thesis are
relevant in many aspects of aluminium alloys. The applied methodologies, and the
combination between them, as well as the analysis conducted will be imprortant in
future works.



Chapter 7

Conclusion

In the work presented in thesis, several microstructural aspects related to grain
boundary corrosion phenomena in aluminium alloys, have been studied. Detailed
analysis of grain boundary particles and bulk precipitate microstructures, and their
correlation with corrosion properties, have been the underlying motivation. TEM
has been the main tool to provide the detailed information required to further un-
derstanding with respect to corrosion related phenomena. Much of the presented
work is expected to be useful both for industry and as inspiration for further sci-
entific work to solve many of the unsolved questions and also new questions that
have emerged from the results presented here.
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Structure and interface of the n,-MgZn,, precipitate

studied using TEM and DFT calculations

A. Lervik!", C.D. Marioara?, S.J. Andersen?, J. Friis? and R. Holmestad?
1Department of Physics, Norwegian University of Science and Technology (NTNU), Trondheim, Norway.

2SINTEF Industry, Trondheim, Norway.

Background and motivation

Age-hardenable AIMgZn alloys are of great interest in automotive
and aerospace structural products, particularly due to their high
strength/weight ratio. The strength is achieved due to formation
of nanoscale coherent MgZn, (n’) precipitates, formed on the
{111} Al planes [1].

The n-phase has been reported to form with additionally 9
orientation relations with Al [2], many of which the interface

* Corresponding author.
adrian.lervik@ntnu.no

Methods

HAADF-STEM micrographs obtained along [100],, using a probe
corrected Jeol ARM 200CF.

Bulk structure similar to the hexagonal C14 Laves structure [3],
and interface is highly coherent in the [1?10]I1 projection [4].

Interface mismatch in the [0001], projection is caused by an Al/Zn
ratio of 11/6.

o Results in interface defect(s) and a small zig-zag rotation of the
internal structure.
o Segregation of Zn and/or Cu at interface.
« Theoretical supercell, consisting of 845 atoms, determined using
blob-detection of the HAADF-STEM images.
< Initial relaxation using LAMMPS Molecular Dynamics (MD) [5],
before proceeding with DFT using VASP [6].

structure remains unresolved.

* In the overaged T7 state of an investigated 7003 alloy the n;,
growing along the {100} Al planes, has been found to account for
approximately 50% of the relative fraction of precipitates.

* A correct interface model of n, is essential for accurate
description of material properties.
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Supplementary material

The following details the methodology used to calculate the amount of solutes absorbed into hardening
precipitates and precipitates nucleated on dispersoids (the so-called precipitate solute fraction), given in Table 4.
Condition 185°C _2h AC is used for the exemplification.

First, we assume we have an equal mix of three compositions in the " precipitates: MgsSis, MgsALSis and
MgsAl;3Sis [1]. That results in an average composition of Mg 33Al333S19 33 for the 22 atoms containing 3" unit
cell. Taking into account the Al content and the fact that 22 Mg, Si and Al atoms in one B" unit cell displace a
volume occupied by 24 Al atoms, we can equate that:

VF (B")=SF (B") x (24/22) x (22/18.67) = SF (B") x 1.286, where VF is volume fraction and SF is solute
fraction.

We also assume a Q' composition of MgsAlsSi;Cus [2], a B'cu composition of MgzAlsSi»Cu [3,4] and an equal
mix of both phases in the non- " Cu-containing parts (in the 'c, and Q' parts). Therefore the average
composition of (B'cy and Q') particles is (%) 27.5Si, 31Mg, 31 Al and 10.5Cu. Taking into consideration the Al
content in the unit cells of both phases and the unit cell parameters [2-4] we can calculate that VF (Q') = SF (Q")
x 22.49/15 and VF (B'cy) = SF (B'cu) x 10.055/6. On average:

VF (Cu-containing) = SF x 1.588.

Analysis of 50 HAADF-STEM images concluded that 10 are perfect 3" (20%) and the rest (80%) are with
various mix of "/ Q' B'cu (see Table 3). In total, 23 Cu columns in the Si3/Al sites are counted in the perfect "
precipitates (=> approx. 2.3 Cu columns per " precipitate), while 303 Cu columns were counted in the rest
of the precipitates (=> 7.575 Cu columns per mixed, " and Cu-containing precipitate).

In the B'cy phase one unit cell has a cross section area of 0.4123 nm? and it contains 1 Cu atomic column; in Q'
one unit cell has a cross-section area of 0.9223 nm? and it contains 2 Cu atomic columns, therefore we get an
area of 0.4612 nm? for 1 Cu column. On average (B'cu and Q') we have a Cu density of 0.43675 nm” per 1
Cu column.

We assume all bulk precipitates have the measured average cross-section (CS) area of 7.23 nm? and the total VF
of 0.653% from Table 2. Because 20% of all precipitates were found to be perfect ", it results VF (8") = 0.131,
and VF (mixed, " and Cu-containing precipitates) = 0.522.

One B" unit cell has 22 atoms and 0.9856 nm? CS area, therefore one " precipitate (CS = 7.23 nm?) contains
161.38 atomic columns => ~ 68.46Mg, 68.46Si1 and 24.45A1. But 2.3 columns per precipitate is Cu on Si3/Al
sites, therefore the true perfect ' composition is 68.46Mg (42.42%), 68.46Si (42.42%), 22.15A1 (13.73%)
and 2.3Cu (1.43%).

One mixed (B" and Cu-containing) precipitate (with CS = 7.23 nm?) contains on average 7.575 Cu columns,
therefore the average CS for such a precipitate can split as 3.31 nm? (Cu-containing p'c, and Q') (45.78%) and
3.92 nm? perfect B" (54.22%).

From Table 3 we have 20% fraction of perfect B". Therefore: VF (perfect ") = 0.131% equals SF (") = 0.102%
divided as 0.0433%Mg, 0.0433Si, 0.0140Al1 and 0.0014586Cu.

VF (mixed) = 0.522% splits as VF (") = 0.283% and VF (B'cu and Q') = 0.239%.

Therefore SF (B" from the mixed particles) = 0.220% splits into 0.0934Mg, 0.0934Si, 0.0302Al and
0.0031469Cu.

And VF (B'cu and Q' parts of the mixed precipitates) = 0.522 x 0.4578 = 0.239%, therefore SF (f'c, and Q') =
0.239/1.588 = 0.1505% splits into 0.0467Mg, 0.0467Al, 0.0414Si and 0.0158Cu.

When we sum up the solute fractions of perfect B", " from mixed precipitates and the Cu-containing parts of the
mixed precipitates we obtain the total solute level absorbed into bulk precipitates (at%):

0.182 Mg, 0.178 Si, 0.091 Al and 0.020 Cu.



In addition, if we assume that all precipitates nucleated on dispersoids are Q' with composition MgsAlsSi;Cu,
and with parameters given in Table 2 (assuming that one dispersoid nucleates on average one Q') we calculate a
total precipitate solute fraction (where the solute fraction of bulk precipitates and of the Q' nucleated on
dispersoids is added) of (at%) 0. 200 Mg, 0.197 Si, 0.107 Al and 0.026 Cu. A graphical summary of the
methodology is given in Figure S1.

20% perfect B"
=> calculation of VF (perfect ")

All precipitates

=> calculation of D, L, CS, VF (Table 2) We know B” composition (Cu-free) Calculation of SF (perfect B")
All HAADF-STEM images > | We count no. of Cu containing columns

N => §i, Mg, Cu, Al contained in
=> calculation of pi fractions (Table 3) from HAADF-STEM images =.> \JMeJ::aIcuIate perfect/gf' I

new B" ition (Cui

We know B" unit cell parameters

The conversion from VF to SF is calculated, for each precipitate-type, as SF =k VF,
Where k = [(no. of unit cell atoms)/(no. of Al atomsfitting in the unit cell volume)]x[(no. of Mg, Si, Cu atoms in the unit cell)/ (no. of unit cell atoms)]

80% mixed (B" +B'¢, + Q') precipitates => calculation of VF [mixed (B" +B'c, + Q)]

We know B'c,, Q' itions and unit cell par and assume an equal mix of them in the C ining parts. We calculate an average mix composition
and conversion VF to SF factor.

We count no. of Cu containing columns in the B'c, and Q' parts from HAADF-STEM images and based on the Cu density in these phases we calculate the
fractions of perfect B" (54.22%) and B'c, + Q' (45.78%) phases we have in the mixed precipitates:

=>54.22% perfect B" of the total VF [mixed (B" + B'c, + Q')] => VF (perfect B") => SF (perfect B") => Si, Mg, Cu, Al contained in perfect B"in the mixed
precipitates (2)
=>45.78% of an equal mix of (B'c, + Q') => VF (B'c, + Q') => SF (B'c, + Q') => i, Mg, Cu, Al contained in the (¢, + Q') parts in the mixed precipitates (3)

| A ing all precipi 1 d on disp ids are Q' with VF from Table 2, we calculate SF (Q') => Si, Mg, Cu, Al contained in the Q' on dispersoids (4)

| Total solute amount bound in precipi is calculating by ing (1), (2), (3), (8) for each element.

Figure S1 Summary of methodology for calculation of solute amounts bound into precipitates, with
exemplification for condition 185°C 2h AC.
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1 Supplementary hardness curves

The hardness curve for Alloy #2 after different ageing treatments is shown in Fig. 1. The alloy
was either 1) artificially aged at 120 °C after 4 days of natural ageing where it was investigated
in transmission electron microscopy (TEM) after 8 minutes ageing. 2) Directly artificially aged at
150 °C where it was studied in its peak hardness condition. 3) Naturally aged for two weeks and

studied in TEM after 2 weeks natural ageing.

8 min 14 d 60 d
Ageing at 12(§°C,
: after 4 days NA
160 — : Peak (400 min) :
140 — :
Direct ageing
at 150°C
— 120 4 days NA
o
>
I
100 — :
Natural ageing
80 —
60 —
T T TTTTI] T T TTTT] T T TTTT] T T TTTT] T ||||||||'|
1072 107! 10° 10! 102 103
Log(h)

Figure 1: HVO0.1 curves for Alloy #2 used in this study. TEM samples were prepared at the regions
indicated by the shaded circle. The hardness is equal for 2 weeks natural ageing and after 8 minutes

artificial ageing at 120 °C.



2 Supplementary TEM data

Additional high-angle annular dark field (HAADF)-scanning transmission electron microscopy
(STEM) images, corresponding fast Fourier transform (FFT) and selected area diffraction pattern
(SADP) of alloy #2 naturally aged for 2 weeks is shown in Figs. 2a, 2b, 2¢ and after 8 minutes

artificial ageing at 120 °C in Figs. 2d, 2e, 2f.



Figure 2: a,b,c, HAADF-STEM, corresponding FFT and a SADP for alloy #2 after 2 weeks natural

ageing. d,e,f, Similar images for alloy #2 after 8 minutes ageing at 120 °C.



3 Supplementary surface layer

Fig. 3 shows the presence of a high Z-contrast layer of ~4 nm thickness close to the vacuum,
but below the outermost aluminium oxide layer. Chemical analysis indicate the layer to be rich
in Cu, with presence of both Al and O. Similar observation was reported by Weng et al.'. It is
likely that this layer covers the entire surface of the TEM specimen, resulting in the unwanted
extra diffraction spots as shown in the FFT of the surface in Fig. 3. This was only observed for
Alloy #1 in this study, where the TEM specimens were prepared at NTNU (Trondheim, Norway).

TEM specimens of Alloy #2 were prepared at Toyama University (Toyama, Japan).



Al matrix

Cl-rie Iayer;& -

Al oxide FFT - surface layer

Vacuum

(<] FFT - surfacellayer

Figure 3: a, A HAADF-STEM image taken close to the edge of the specimen demonstrating an
additional layer. b, high-resolution image of a. ¢,d,e, are FFT of the entire image b and from the

two regions indicated in b.

4 Supplementary DFT data

The composition, formation enthalpy, pressure and Zn/Mg ratio for the density functional theory
(DFT) calculations shown in Fig. 5 in the main text for single cluster units and stacked clusters are

given in Tab. 1 and 2, respectively.



Table 1: Cluster single unit iZ,MgZ, formation enthalpy and pressure in a 4x4x4 Al calculation
cell. Sorted according to the lowest formation enthalpy per solute. See the main text and Fig. 3 for

explanation of the cluster configurations.

Configuration/composition Formation enthalpy [eV] per Pressure Ratio

No Cluster Calculation cell total atom  solute kBar Zn/Mg
1 aZeMsZsy MgsZngpAlyg  -5.170  -0.020 -0.136 2.7 3.8

2 7zZgMgZoy MgsZng Alyig -5.284  -0.021 -0.136 2.3 39

3 mZgMgZoy MgoZngpAlyg  -5.139  -0.020 -0.132 4.0 33

4 ZMgZoy  MgsZnogAlyyy  -4.621 -0.018 -0.128 -0.5 3.5

5 Z¢MgZoyy  MgsZngpAlyg  -4.731 -0.019 -0.125 -1.2 3.8

6  7ZgMsZy,  MgsZnjgAlyyy  -3.120 -0.012 -0.116 6.2 2.4

7T 7zZ3sMgZoy MgsZnggAlyy; 3981 -0.016 -0.111 3.8 3.5

8  ZgMgZis  MggZnigAlyyy  -2.731 -0.011 -0.105 2.5 2.3

9 ZoMgZoy  MgsZngsAlys  -3.562 -0.014 -0.105 0.3 33
10 ZyMsZsyy  MgsZngsAlyyy  -3.024 -0.012 -0.095 1.1 3

11 Z¢MoZoy  MgsZngpAlyyg  -1.935 -0.008 -0.065 -6.5 3.8
12 ZoMgZ»  MggZnisAlssg  -1.232 -0.005 -0.062 4.7 1.5
13 ZoMoZoy  ZngyAlgsy -1.229  -0.005 -0.052 -4.8 -

14 7ZeMoZoy  Zng Alygg -1.057 -0.004 -0.034 24 -

15 zZoMgZ1s MgsZnizAlssgs -0.508 -0.002 -0.024 9.6 1.6
16 ZoMoZ12  ZnjpAloyy -0.132  -0.001 -0.011 2.1 -

17 ZoMsZ, MgsAlags -0.043  -0.000 -0.005 74 0

18  zZoMyZ1s  Znj3Alayy 1.707  0.007 0.131 33 -




Table 2: Formation enthalpy and pressure of [002] connected iZ,MsgZ, (except conf. 7). Confs.

1-6: single column of units (in 4x4x2 Al cells). Conf. 7: Solitary cluster (See Tab. 1). Confs.

8-12: clusters stacked in (411) squares (in 6x6x2 and 8x8x2 Al cells for confs. 8-10 and confs.

11-12, respectively). Conf. 10: Interstitial by shifted column, normal occupancy. Confs. 13-15:

cluster stacked in (411) connections (in 6x6x2 Al cells).

Configuration/unit/composition Formation enthalpy [eV] per Pressure Ratio  Comments
No Unit Composition/shared total atom  solute kBar Zn/Mg
I 2ZgMgZnyy  MgsZnyrAlgy /[002] -5.681  -0.044 -0.162 6.7 34 -
2 2ZcMgZs MgsZn, Al / [002] -2916  -0.023 -0.154 15.7 1.4 -
3 aZgMgZs MgsZnypAlyqy /[002] -2.740  -0.021 -0.152 16.7 1.3 -
4 2Z¢MgZys  MgsZnigAl g, /[002] -4.065  -0.032 -0.151 11.5 2.1 -
5 aZ¢MsZis  MgsZnisAlygs /[002] -3.903  -0.030 -0.150 12.4 2.3 -
6 2ZgMgZiy  MgsZni7Alygq / [002] -3.394  -0.026 -0.136 132 24 -
7T 72Z¢MgZy  MgsZng Alys / none -5.284  -0.021 -0.136 23 3.9 -
8 2ZgMsZy  MgspZnpAlysg / (411) 26261 -0.090 -0.168 5.5 3.9 -
9 aZgMgZoy  MgspZnysAliyg / (411) -24.721  -0.085 -0.163 6.9 3.8 -
10 ZgMgZyy MgsoZn;20Al36 / (411) -23.444 -0.081 -0.154 -5.6 3.8 -
11 zZMsZyy  MgsZnigoAlsgy / (411) -16.812 -0.033 -0.127 6.870 3.1 Alternating Zn/Al in center columns
12 zngMgZiz  MgsgaZngsAlysg / (411) -9.737  -0.019 -0.101 13.370 2 Alternating Zn/Al in center columns
13 2Z¢MgZsy  MgauZnggAlygs / (411)-(330) -14.596 -0.050 -0.157 11930 29 -
14 2ZgMgZiy  MgauZnggAlys / (411)-(330)  -10.620 -0.04  -0.146 18.000 2 -
15 2Z¢MgZ15  MgauZngoAlyyg / (411)-(330)  -10.907 -0.04  -0.145 16.730 2.1 Alternating Zn/vacancies in center columns




5 Supplementary simulated STEM images

In Fig. 4a, a simulated high-angle annular dark field scanning transmission electron microscopy
(HAADF-STEM) image of the zZgMgZy, model connected in a (411) manner is shown. Each
corner in the square is the center of a single cluster unit. In b, an experimental HAADF-STEM
image of a cluster connected in a (411) manner is shown. Note that in a, four cluster units are
connected, indicated by yellow lines, whereas in b, nine cluster units are connected. Note that
the cluster-matrix interface is not accounted for properly in the model. By comparing the top left
square in b with the square in a, it is evident that due to the improper description of the interface

in our models causes an overestimation of the Zn/Mg content.

o
020Al

o e
00O0Al

Figure 4: a, Simulated HAADF-STEM image of the model zZ¢MgZ,4 connected in a (411) man-
ner, i.e. configuration 8 in Tab. 2. b, Experimental HAADF-STEM image of a cluster connected
in a (411) manner. Note that in the simulated image four cluster base units are connected, whereas

the real image connects nine cluster units. This is indicated by the yellow lines.



6 Supplementary simulated nanobeam diffraction patterns

Model zZ¢MgZ,4 connected in a (411) manner periodic through the whole thickness Figure
5 shows a montage of simulated nanobeam diffraction (NBD) patterns over a thickness interval of

t =8.09 A to 687.65 A. The diffraction patterns are adjusted for contrast and brightness.

Cluster embedded in the Al matrix In addition to simulating the NBD pattern from a cluster
model that was periodic through the thickness, a model where a cluster was embedded in the Al
matrix was also simulated. The result is shown in Figure 6. In a, the model zZZsMgZ,, connected
in a (411) manner periodic through the whole thickness extends through the whole thickness with
a periodicity of 8.09 A as indicated. This is the same model as in Figure 6 in the main text and
Figure 5 in this Supplementary text. The corresponding simulated NBD pattern is shown in b for
t=40.45 A. The model in ¢ is not periodic in the z-direction: it shows the more realistic case where
a cluster is embedded in the Al matrix with unit cells of Al both above and below the cluster. In this
case, two unit cells of Al are placed above 5 unit cells of zZZgMgZ,, connected in a (411) manner
periodic through the whole thickness , while there are multiple layers of Al unit cells below to
reach a total thickness of t=728 A. The corresponding simulated NBD pattern is shown in d for
=728 A. By comparing the two simulated diffraction patterns, it is evident that the same spots are

present, but the dynamical effects are different in the two cases due to the difference in thickness.

Average diffraction pattern As discussed in the main text, there exists two possible orientations
for the zZgMgZs4 connected in a (411) manner periodic through the whole thickness model. The

two different orientations are equivalent to a flipping operation, thus the NBD pattern will also

10



be flipped. By taking the average of simulated NBD patterns of the two possible orientations, the
diffraction pattern will appear as in Fig. 7a. The experimental SADP in Fig. 7b is obtained from a
region containing multiple clusters, i.e. it is an average diffraction pattern from multiple clusters.
By comparing the average diffraction pattern in 7a with the SADP pattern, it is evident that the
same spots are visible, indicated by the opaque, green circles in a and b. Note: the forbidden 100

and 110 reflections in figure 7b are due to AlsZr dispersoids.

11
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Figure 6: a, Model where zZgMgZs4 connected in a (411) manner extends periodically through
the whole thickness. b, Simulated NBD pattern corresponding to the model in a. ¢, Model where
2ZsMsZs, connected in a (411) manner is embedded in the Al matrix in the [001]Al-direction. d,

Simulated NBD pattern corresponding to the model in c.
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Figure 7: a, The average of two NBD patterns in the two possible orientations in the main text. b,

SADP from a region containing multiple clusters and dispersoids.
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Supplementary Materials: Stress corrosion cracking
in an extruded Cu-free Al-Zn-Mg alloy
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Appendix A Supplementary figures

Appendix A.1 Supplementary EDS data
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Figure A1. Results from 150 EDS point analysis of grain boundary particles in each temper acquired
using microscope (i) (see main text for details). The Al at.% is shown as function of the Zn/Mg ratio,
separated into the different tempers.
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Appendix A.2 Double cantilever beam results
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Figure A2. Results from the double cantilever beam tests represented in a conventional crack velocity
against stress intensity (K-V) figure.
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Appendix A.3 Stress-strain curves
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Figure A3. Stress-strain curves for the 4 tempers with two different Si contents in tested in air and 3.5
wt.% NaCl solution with different pH.

Appendix A.4 Cracking in tensile specimens

Figure A4. Fracture surface for sample H-AC-T6, demonstrating a crack penetrating the entire

cross-section.
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Figure A5. A slow strain rate testing (SSRT) sample embedded in epoxy and polished to reveal the

depth extent of the secondary cracks. Figures (a) and (b) are optical microscopy images and (c)-(e) are
backscattered electron (BSE)-scanning electron microscopy (SEM) images.
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