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Abstract: During ageing, 6xxx aluminium alloys will develop a microstructure characterised by
needle-shaped Mg/Si-rich precipitates in the bulk, precipitate-free zones along the grain boundaries
and larger Mg/Si-rich precipitates on the grain boundary. Depending on, among other things, the
size of the precipitate-free zone, these alloys are prone to intergranular fracture. The role of the
grain boundary precipitates during the initiation and propagation of the intergranular fracture is
still not fully understood. Transmission Electron Microscopy has been used to characterise the
grain boundaries and grain boundary precipitates. The precipitates were found to be of the β0
type surrounded by a layer of U2 structure. The atomic details of relevant interfaces of Al-β0 were
characterised for further investigation. Density Functional Theory simulations were performed on
the bulk precipitate structures and on the interfaces obtained experimentally. The decohesion energy
of these interfaces was calculated and compared to bulk values. In addition, simulated tensile tests
were performed in order to find values for the tensile strength σt . The dependence of the interfacial
energy and tensile strength of β0 grain boundary precipitates were found to depend on the orientation
and type of interface in addition to the amount of defects on the interface.
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1. Introduction
6xxx series aluminium alloys are commonly used in car safety components such as
crash boxes and bumper systems. When optimising the heat treatment and work hardening
of these materials, it is important to decrease the weight without compromising the strength.
The energy-absorbing capabilities of the materials need to be retained through severe plastic
deformation without the appearance of cracks. The fracture occurring in these alloys is
ductile, and the crack propagation is found to be a combination of transgranular and
intergranular fracture, depending on the microstructure [1–3]. The microstructures where
intergranular fracture is observed are characterised by precipitate free zones (PFZ) and the
occurrence of grain boundary precipitates. PFZs are soft zones in which plastic strain tends
to localise and contribute to both the initiation and propagation of ductile fracture [1].
At peak hardness conditions, the main strengthening precipitates in 6xxx series aluminium alloys belong to the β00 phase. The precipitation sequence in Al-Mg-Si alloys from
super-saturated solid solution can be summarised as:
SSSS → solute clusters → GP zones ( Mg2+ x Al7− x−y Si2+y ) → β00 ( Mg8 Si8 Al6 )

→ β0 ( Mg1.8 Si ), (U1,U2,B0 ) → β ( Mg2 Si ), dia-Si

(1)

Starting with the Guinier–Preston (GP) zones, all the precipitates have a main coherency direction with the Al matrix, along h100i Al directions. As a result, they take
on a needle/rod/lath morphology with elongation in these directions. Along the grain
boundaries, however, metastable phase precipitation is dependent on whether the grain
boundary plane contains a h100i Al direction from both or one of the adjacent grains. This
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means that coherent metastable precipitation will occur along the grain boundaries with
beneficial grain boundary planes. In overaged 6xxx alloys without Cu and Zn, phases such
as β0 , U2 and B0 have been observed, with β0 as the most numerous [4].
The main mechanism for formation of PFZs is diffusion of vacancies and solute atoms
towards the grain boundary. This creates a zone depleted of vacancies and solute elements,
and thus also of precipitates. The grain boundaries can be potent nucleation sites for precipitates given a beneficial orientation of grain boundary planes for precipitation. Precipitates
will be formed at the grain boundaries early during the heat treatment. The growth of these
precipitates thereafter drains the region near the grain boundary for solute atoms, making
later nucleation of precipitates in the region near the grain boundary impossible.
Ductile fracture in metallic materials is typically assumed to occur through three stages,
void nucleation, growth and coalescence [5–7]. Inclusions and constituent particles play an
important role in the initiation of ductile fracture as they act as initiation sites for voids,
either by particle cracking or particle-matrix decohesion [8,9]. The role of grain boundaries
and the precipitate-bulk interfaces is less pronounced but can still be important. They may
act as weak zones where the crack can propagate more easily. Strain localisation within the
PFZ combined with the larger size of grain boundary precipitates leads to the expectation
that the grain boundary precipitates play a more important role than bulk precipitates
for ductile fracture in 6xxx aluminium alloys [10,11]. However, the importance of grain
boundary precipitates during ductile intergranular fracture is still not fully understood.
The β0 precipitate has been found to be the most common grain boundary precipitate
in 6xxx alloys [4]. The details of the β0 precipitate has been the topic of some discussion.
Based on TEM studies, the β0 precipitate has been proposed to be rod-shaped and have
a hexagonal crystal structure with lattice parameters a = 7.05 Å and c = 4.05 Å [12].
Along the length of the rod, the β0 structure is fully coherent with Alh001i. The symmetry
and lattice parameters were confirmed in several studies [13,14], while for some time
the exact space group and Mg:Si atomic ratio remained a subject of confusion [13]. In
density functional theory (DFT) calculations with both the local density approximation
(LDA) and the generalised gradient approximation (GGA) by Ravi et al. [13], many of the
experimentally suggested crystal structures were found to undergo unphysically large geometric relaxations and have positive formation enthalpies compared to Si and Mg in their
separate equilibrium crystal structures. By combining transmission electron diffraction,
high-resolution imaging and energy-dispersive X-ray analysis, Vissers et al. [14] were able
to establish that the c axis in the β0 structure was actually three times as long as initially
thought using electron diffraction (ED). The crystal structure of β0 is hexagonal, space
group P63 /m, with unit cell parameters a = 7.15 Å and c = 12.15 Å. The composition
is Mg9 Si5 , with a distribution of 4 Si atoms over six available symmetry sites along the c
axis (2/3 occupancy of the 00z Si sites). DFT calculations confirmed that this composition
and structure would give a relaxed (equilibrium) c axis coherent with Alh001i. The β0
precipitate has also been observed to sometimes be surrounded by a rearranged zone with
U2 structure [15–17].
In this work, we investigate the role of grain boundary precipitates during intergranular fracture in Al-Mg-Si alloys by studying the decohesion energy and tensile strength of the
interfaces between β0 grain boundary precipitates and bulk aluminium. Bright field Transmission Electron microscopy (TEM) images are used to characterise grain boundaries and
grain boundary precipitates. High-angle annular dark field scanning TEM (HAADF-STEM)
is used for in-depth characterisation of the precipitates found on the grain boundaries and
to construct representative interface models for first-principle investigations. The decohesion energy of different interfaces in the models is calculated using Density Funtional
Theory (DFT). The methodology for ab initio tensile tests established by Janisch et al. [18]
is applied to find values for the tensile strength σt of the material. Bulk material, perfect
interfaces and interfaces with defects are studied and compared.
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2. Methods and Models
2.1. Experimental Details
To investigate metastable precipitates that form on grain boundaries with a common
h001i Al direction in the grain boundary plane, an as-extruded 6060 alloy with composition
(wt %) 0.47 Mg, 0.44 Si, 0.22 Fe, 0.02 Mn, 0.04 Zn, 0.01 Ti and 0.01 Cr was solution heattreated for 15 min at 540 ◦ C, water quenched and artificially aged for 5 h at 185 ◦ C. Grain
boundaries and precipitation free zones were imaged in bright field mode with a Philips
CM30T TEM (N.V. Philips, Eindhoven, The Netherlands) operated at 150 kV. In addition,
bulk β0 precipitates were imaged in atomic resolution, Z-contrast high angle annular dark
field scanning TEM (HAADF-STEM) mode to determine the crystal structure of this phase’s
interface with the Al matrix. For this purpose, an ultra-pure alloy with composition (wt %)
0.63 Mg, 0.36 Si and 0.22 Ni was artificially aged for 67 h at 200 ◦ C to create an overaged
microstructure. A double aberration-corrected (image and probe Cs) cold-FEG Jeol ARM200F operated at 200 kV was used for the HAADF-STEM imaging. The probe size was
0.08 nm, the convergence semi-angle was 28 mrad and the inner and outer collection
angles were 35 mrad and 150 mrad. The imaging was performed along the precipitate
needle length parallel to h001i Al to reveal the projected positions of the atomic columns in
cross-section. To improve clarity and remove the grainy noise in the images, an inverse fast
fourier transformation (IFFT) was performed to remove all features with separation shorter
than 0.15 nm in the real space by using a circular band pass mask. All TEM specimens
were prepared with a TenuPol-5 machine, using a mixture of 13 HNO3 and 23 methanol kept
at −25 ◦ C and a voltage of 20 V.
2.2. Computational Details
Density functional theory (DFT) simulations were performed using the Vienna ab
initio simulation package (VASP, VASP Software GmbH, Vienna, Austria) [19,20]. The
functional used for the calculations was the Perdew–Burke—Ernzerhof (PBE) generalised
gradient approximation (GGA) [21]. The criterion for energy convergence was a change of
the total energy less than 10−6 eV. The plane-wave energy cut-off was 400 eV, and a gamma
sampling of 0.25 k-points per Å was used to sample the irreducible Brillouin zone.
The formation enthalpy of the different phases investigated was calculated with
∆H = E − n Al E Al − n Mg E Mg − nSi ESi ,

(2)

where E is the total electronic energy as calculated by VASP and ni and Ei are the amount
and electronic energy of a single Mg, Si or Al solute atom in bulk aluminium, respectively.
The energy of a solute atom X is calculated as
EX = E Aln−1 X −

n−1
E Aln
n

(3)

where n is the number of atoms in the supercell.
DFT models of two interfaces between Al and β0 were constructed based on HAADFSTEM images, as described in detail in Section 3.3. The total energy of the models before
∆=0 ) was calculated after relaxation of the lattice parameter normal to the
fracture (Etot
interface between β0 and Al, as well as the ion positions. The former restriction was done
to preserve bulk lattice parameters for Al along the interface. To find the total energy of
∆→∞ ), selected interfaces were separated by a vacuum layer of
the models after fracture (Etot
15 Å, which was considered long enough to avoid any interactions between the two surfaces.
For the models at full separation, only the ion positions were allowed to relax. The break
condition for the relaxation loop was set to forces < 0.005 eV/Å, unless otherwise stated.
Decohesion energies, also known as the work of separation, were calculated as follows:
Edecoh =

∆ → ∞ − E ∆ =0
Etot
tot
,
2A

(4)
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where A is the area of the fracture surface.
To simulate tensile tests, a rigid grain shift of the structure were performed [22,23].
An increasingly wider layer of vacuum of width ∆ was inserted, gradually creating two
fracture surfaces at selected places in the supercell. Hence, ∆ = L − L0 where L is the
length of the elongated supercell and L0 is the length of the relaxed supercell. In accordance
with Janisch et al. [18], we define the binding energy as
Eb (∆) = −

∆→∞ − E
Etot,fixed
tot,fixed ( ∆ )

2A

,

(5)

where Etot,fixed (∆) is the total energy for separation ∆ calculated without relaxation of the
∆→∞ is the total energy for the unrelaxed
atom positions and lattice parameters and Etot,fixed
system with a separation of 15 Å.
2.3. Theoretical Background
According to Rose et al. [24], the binding energies of metals can be expressed in a
universal form:
Eb (∆) = | Ebe | g(∆/l ) ,
(6)
where | Ebe | = − Eb (0) is the equilibrium binding energy and l a characteristic length.
From the second derivative of Equation (6) the characteristic length can be written as
s
l=

| Ebe | g00 (0)
.
Eb00 (0)

(7)

Janisch et al. [18] were able to fit their rigid grain shift tensile tests with
g( a) = −(1 + a)e− a .

(8)

where a = ∆/l. However, this simple expression is not sufficient to accurately describe the
complex rigid fractures studied in this work. We therefore use a more general expression
g( a) = −(1 + a + P( a))e−a−Q(a) ,

(9)

where P and Q are polynomials of order two or larger. Note that this breaks the universal scaling but fulfils our purpose to describe our rigid tensile tests with a simple
analytic function and thereby calculate the tensile strength. For P = Q = 0, Equation (9)
reduces to Equation (8).
From Equations (6) and (9), the tensile stress can be calculated as

| Ee |
dEb
= b g 0 ( a ).
d∆
l
The tensile strength (σt ) can be found from the slope at the inflection point:
σ=

σt = max(σ ) =

| Ebe |
l g0 ( a)|

.

(10)

(11)

g00 ( a)=0

3. Results and Discussion
3.1. Experimental Observations of Grain Boundary Precipitates
Figure 1a shows a bright-field TEM image of a low-angle grain boundary in the 6060
alloy. Both grains are oriented with a common [001] Al direction in the grain boundary
plane. This creates a dense metastable precipitation along the grain boundary that is
imaged in cross-section. Based on the unit cell periodicities, some of these precipitates
can be categorised as β0 , U2 and B0 in the enlarged image in Figure 1. This demonstrates
that β0 is one type of precipitate that typically forms on such grain boundaries. A bulk
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precipitate in an ultra-pure Al-Mg-Si-Ni alloy providing well-imaged interfaces on all
sides of the precipitates was used for construction of the overlay model shown in Figure 2
of the complete atomistic structure of this precipitate. By comparing with the β0 grain
boundary precipitates in Figure 1b, we assume that they have a similar crystal structure as
the bulk precipitate. One important characteristic of the β0 structure is the presence of a thin
interface layer that makes the transition from the core β0 structure to the Al matrix [4]. This
layer is mainly of the U2 phase with some disorder. We should note the higher Z-contrast
of the corner Si columns, which is in agreement with the higher density of these columns
according to the model structure of β0 .

Figure 1. Bright-field TEM image of grain boundary precipitates on a low angle grain boundary in a
6060 aluminium alloy. The unit cell periodicities and angles for the different phases are shown below.

Figure 2. (Colour online). HAADF-STEM image of β0 . To the left is the image with an atomic overlay
identifying the atomic species, and to the right is the original image. The atomic overlay includes the
unit cells used to create the models of the Al(130) and Al(110) interfaces. Colouring of the atomic
type and height within the aluminium unit cell. The medium-brown Si atom is the column with
2/3 occupancy. The image shows the interface of β0 with the irregular Al matrix, and it is realized
through a thin disordered transition layer. The core of the precipitate is delimited with a yellow line
and the interface of the transition layer with a white line.
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3.2. Bulk Properties of β0 and U2
Basic properties of β0 and U2 have been investigated to ensure reliable models and to
create a foundation for further modelling at higher scales. The unit cell of β0 is illustrated in
Figure 3, and U2 is illustrated in Figure 4. Table 1 lists the lattice parameters and formation
enthalpies of β0 . It includes both the initial unit cell values and the values for full Si
occupancy and with 2/3 occupancy of the 00z Si sites, as established by Visser et al. [14].
The lattice parameters and formation enthalpies have been investigated both with relaxed
unit cell and for a unit cell matching the underlying aluminium lattice (fixed). It was
confirmed that the formation enthalpy for β0 with 2/3 occupancy of the 00z Si sites is
significantly lower than with full occupancy. Additionally, it is shown that the relaxed
lattice constant in the c direction of bulk β0 with full Si occupancy is too large to be coherent
with the aluminium lattice. The relaxed unit cell parameters for U2 are also listed in Table 1.

Figure 3. (Colour online). The relaxed unit cell of β0 with 2/3 Si occupancy of the 00z Si sites,
as established by Visser et al. [14].

Figure 4. (Color online). The relaxed unit cell of U2 as established by Frøset et al. [16].
Table 1. Unit cell parameters and formation enthalpy of bulk β0 models as given in Equation (2),
with full and 2/3 occupancy of the 00z Si sites. “Fixed” unit cell means that the cell parameters were
compressed to match the Al matrix and only the atomic positions were allowed to relax.
Unit Cell

Occ

a [Å]

b [Å]

c [Å]

∆H
[eV/Atom]

β0 fixed
β0 relaxed
β0 fixed
β0 relaxed

2/3
2/3
1
1

7.13
7.17
7.13
7.18

7.13
7.17
7.13
7.18

12.10
12.28
12.10
13.70

−0.337
−0.340
−0.039
−0.206

U2 relaxed
U2 fixed

-

6.57
6.37

7.99
8.20

4.09
4.03

−0.212
−0.207

The unit cells of β0 and U2 do not match the aluminium unit cell. However, in certain
orientation the phases will be close to coherent, and will match with just a small amount of
strain. The coherency of β0 with the aluminium matrix in the orientations investigated later
is summarised in Table 2. β0 is almost completely coherent in the [110] and [001] aluminium
directions, while there is a difference in the [310] direction.
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Table 2. Coherency relations for β0 , U2 and the aluminium matrix in the directions of the
interfaces investigated.
Relation

a Al [Å]

aU2 [Å]

aβ0 [Å]

[310] Al ||[100]U2 ||[100] β0
h
i
5 × 12 1̄2 0 ||2 × [11̄0] β0

6.37

6.56

7.17

14.25

-

14.34

Al

3.3. Construction of Realistic Interface Models
DFT supercells were constructed in close agreement with the TEM image in Figure 2,
where identification of the atoms and the orientations of the DFT supercells were added as
an overlay. The boundary between Al and β0 is irregular, but two characteristic interfaces
can be identified: between β0 and Al (130) and between β0 and Al (110). Due to the rotation
symmetry of the β0 structure, the structure of the β0 precipitate unit cell used for bulk β0 is
the same for both interfaces. At the interface between β0 and Al, a rearranged zone with
U2 structure, as earlier observed in the literature [15–17], is present.
The two DFT models, labelled (110) and (130), are shown in Figures 5 and 6. Model
(110) consists of a total of 453 atoms, while model (130) consists of 270 atoms. Three
different planes were chosen for further investigation. Plane A, which is between the bulk
aluminium and the U2 phase, plane B, which is within the U2 phase, and plane C, which
is within the β0 phase.

Figure 5. (Color online). Relaxed DFT model of the Al(110) interface constructed based on the TEM
images, with possible decohesion interfaces and corresponding decohesion energies.

Figure 6. (Color online). Relaxed DFT model of the Al(130) interface constructed based on the TEM
images, with possible decohesion interfaces and corresponding decohesion energies.
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3.4. Decohesion Energies
Decohesion energies are calculated for bulk Al, bulk U2 and bulk β0 materials in
addition to the selection of decohesion surfaces described in the illustration of Al-β0 models
in Figure 5 and 6. The decohesion energies are plotted in Figures 5 and 6 and listed in
Table 3. The decohesion energies are calculated for both a supercell size in x-direction
corresponding to the lattice constant of relaxed Al (a Al ) and of relaxed β0 (a β0 ).
Bulk β0 has the highest decohesion energy observed in this study. The decohesion
plane in bulk β0 (110) and bulk β0 (130) is symmetric, and the decohesion energies of
these should therefore be the same, as can be seen for bulk β0 with a supercell size corresponding to relaxed β0 in Table 3. The decohesion energy is found to be decreasing with
increasing strain for bulk β0 . More strain is needed to match β0 to Al in the (130) interface
than the (110) interface, resulting in a decrease in decohesion energy from 0.072 eV/Å2
to 0.062 eV/Å2 . The interface models are also strained in order to match the imposed
aluminium lattice constant. The difference in decohesion energy is caused by this strain,
which is different for the two different orientations, as shown in Table 2.
The interfaces are found to be weaker than the corresponding lattice plane in pure
aluminium. The U2/β0 interface (B) is the weakest interface for both orientations. The (110)
orientation has the overall weakest interfaces.
Table 3. Decohesion energy and theoretical strength of the different interfaces investigated with a
and b in the β0 unit cell either from relaxed bulk Al (b Al ) or relaxed bulk β0 (bβ0 ).

| Eeb |
[eV/Å2 ]

Decohesion Plane

σt
[GPa]

a Al

a β0

Al (110)
Al (130)

0.061
0.063

0.060
0.064

11.5
12.2

U2 (130)

0.046

0.048

12.6

β0 (110)
β0 (130)

0.070
0.062

0.072
0.072

13.7
12.1

(110) A—Al/U2
(110) B—U2
(110) C—β0
(110) D—U2/Al

0.045
0.040
0.060
0.046

0.043
0.041
0.067
0.046

9.4
9.5
12.3
11.1

(130) A—Al/U2
(130) B—U2
(130) C—β0

0.058
0.044
0.055

0.055
0.048
0.069

11.5
8.5
10.3

3.5. Tensile Tests and Tensile Strength
Virtual tensile tests are performed as described above for all the interfaces defined
in Figures 5 and 6. Figure 7 shows the resulting binding energies during the supercell
elongation. The fitted curves in Figure 7 were used to calculate the stress–strain curves
shown in Figure 8. The tensile strengths of the interfaces found in the virtual tensile tests
are listed in Table 3. In general, fracture in bulk β0 and bulk Al is found to be less favourable
than fracture along heterogeneous interfaces. In bulk, the tensile strength, σt , ranges from
11.5 to 13.7 GPa, while for the interface planes, σt is between 8.5 and 11.5 GPa. The tensile
strength of the interface planes is all lower than for the bulk precipitates and mostly equal
to or lower than bulk aluminium. The interface (110)C is the only one with higher tensile
strength than any of the bulk materials. However, (110)C is just slightly strained bulk β0 ,
so this is as expected.
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(a) Interfaces

(b) Bulk

Figure 7. (Color online) Fitted binding energies as a function of supercell elongation. The solid lines
are fitted using Equation (9). It turned out to be sufficient to only include one term in P( a) = P3 a3
and non in Q( a) = 0 to get an excellent fit.

(a) Interfaces

(b) Bulk

Figure 8. (Color online). Calculated theoretical stress–strain curves.

3.6. Interface Defects
To indirectly investigate the effect of defects on the decohesion energy and tensile
strength, defects are added on the interface by removing columns of atoms, leaving a
string of vacancies in the c-direction. This will indicate a lower bound of the reduction
of the interface strength, as a string of vacancies will remove more mass than will be the
case for a dislocation or an interface step. Decohesion plane A (between Al matrix and
U2) was chosen for this investigation, assuming that defects due to dislocation motion
are found mainly in the Al matrix. The resulting lowered decohesion energies for an
increasing density of defects are shown in Figure 9. A decrease in decohesion energies
with increasing defect density can be observed for both bulk Al orientations and the
(130) interface orientation. For the (110) interface orientation, however, the decohesion
energy increases for the first defect (string of one Al vacancies) before it decreases again for
increasing density of vacancies. This is caused by a rearrangement of the interface atoms
when adding the defect, resulting in a stronger interface, where some of the Mg atoms are
attached to the Al interface after decohesion.
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Figure 9. (Colour online) Calculated decohesion energy of the interface models as a function of the
number of vacancies added to the decohesion plane.

4. Conclusions
Grain boundary precipitates in 6xxx aluminium alloys were studied experimentally
using Bright field TEM and High Angle Annular Dark Field Scanning TEM. Interfaces’
models were created based on the experimental observations. Density Functional Theory
was applied to calculate the decohesion energies and tensile strength of the interfaces.
The grain boundary precipitates observed in a 6060 aluminium alloys are mainly of the β0 ,
B0 and U2 type. The β0 precipitates are chosen for further investigations. The β0 precipitates
are surrounded by a rearranged zone of U2 structure. The decohesion energies and
theoretical strength of grain boundary precipitate interfaces are lower than bulk aluminium
and bulk β0 precipitates. The interfaces will weaken additionally by accumulation of
defects. The grain boundary precipitates will weaken the grain boundary, as they are a
source of inhomogeneities that, together with defects, may be a source for crack formation.
The decohesion energies were also found to be influenced by the amount of strain on the
interface. The interfaces of β0 precipitates are initially strong; however, they are generally
weaker than the matrix. The bulk material of the precipitates are weakened when the
material is strained. To fully quantify the weakening of the grain boundary with an
increased density of grain boundary precipitates, cohesive zone and crystal plasticity finite
element simulations using input from the simulations presented here is needed.
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