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Nanotwinned metals have shown high strength and ductility. However, metals with high stacking fault energy,
such as Al typically do not contain high-density growth twins or stacking faults. Here we show that by using a
small amount of Ti solutes, 0.15-5.1 at.%, fine grains with a large population of extended incoherent twin bound-
aries bounding broad 9R phase form in sputtered AlTi films. These nanotwinned AlTi films have hardness as high

as 2 GPa. This study provides an alternative approach to design high-strength Al alloys by grain refinement and
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introducing high-density twin boundaries and 9R phase.
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Recently, extensive studies have revealed that nanotwinned (nt)
metals have high strength and ductility [1-6], thermal stability [7-9],
and good electrical conductivity [10,11]. Most prior studies on nt metals
focused on metals with low stacking fault energy (SFE), such as Ag [12],
304 stainless steel [13], and Cu [1-3,9,14,15], where growth twins read-
ily form. In these nt metals with low SFE, 23 (111) coherent twin
boundaries (CTBs) have low-energy and symmetrical configuration
[16], and can serve as strong barriers to the transmission of dislocations,
as shown by molecular dynamics (MD) simulations [17,18] and in situ
studies [19]. In addition to CTBs, 33 (112) incoherent twin boundaries
(ITBs) also play a crucial role in the deformation process of nt metals.

Growth twins are difficult to form in Al due to its high SFE (120-166
mJ/m? [20]). Recently, by using Ag as a seed layer, Bufford et al. success-
fully fabricated nt Al with high-density growth twins [21,22]. A majority
of these twins are ITBs. Xue et al. [23], by means of DC magnetron
sputtering, synthesized polycrystalline ultra-fine grained Al thin films
with nearly 10% twinned grains by controlling the film thickness with-
out using any seed layer. These Al films have abundant ITBs, which
can be explained by twin nucleation and growth mechanism [23] and
relative small ITB/CTB [24-26]energy ratio (~3.5) in Al when compared
with Ag (~16 mJ/m?) or Cu (~22 mJ/m?) [22]. MD simulations also pre-
dicted that the deformation response of ITBs depends on the SFE of a
metallic material [25,27]. In situ nanoindentation studies show that
ITBs in Al are strong barriers to the pile-up of dislocations, leading to
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significant work hardening [28]. High-resolution transmission electron
microscopy (HRTEM) [16,24,29,30] and atomistic simulations [16,25]
have been used to study the microstructure of ITBs in face-centered
cubic (FCC) metals.

In this work, by adding a small amount of Ti (0.15-5.1 at.%) into Al,
we introduced high-density ITBs and unexpectedly broad 9R phase
into sputtered AlTi films. High-density TBs lead to remarkable hardness
enhancement in these highly twinned AlTi films. This study suggests
that the introduction of ITBs and 9R phase into Al can be an alternative
method to design high-strength and light-weight Al alloys.

At room temperature, 1.0 pm thick AlTi thin films with 80 nm thick
Ag seed layers were deposited on (Hydrofluoric acid) HF etched Si
(111) substrates, by DC magnetron sputtering using Al (99.99%), Ti
(99.99%) and Ag (99.99%) targets. Before deposition, the base pressure
of the vacuum chamber was below 4 x 1078 Torr. The Ar pressure was
1 x 1073 Torr during sputtering. X-ray diffraction experiments (out-
of-plane 6-26 scans, in-plane {111} phi scans, pole-figure analyses)
were used to examine the texture and quality of films, operated on a
Panalytical Empyrean X'pert PRO MRD diffractometer. Plan-view and
cross-section transmission electron microscopy (TEM) studies were
performed on FEI Tecnai G2 F20 and Talos 200X analytical microscopes
operated at 200 kV. Compositions of AlTi films were determined by
using energy dispersive spectroscopy (EDS) on an FEI quanta 3D FEG
scanning electron microscope. Hardness and elastic modulus tests
were conducted on a Fischerscope 2000XYp nano/micro-indenter at
different indentation depths by using instrumented nanoindentation
method [31]. To avoid substrate effect, the maximum indentation
depths were no more than 15% of the total film thickness.
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Fig. 1. (a) XRD profiles of sputtered AlTi films with peak intensity in logarithmic scale. (b) XRD {111} Phi scan profiles of AlTi thin films with different compositions. (c) XRD (111) pole

figure analysis of the Alg49Tis 1 thin films.

As illustrated in Fig. 1a, as-deposited AlTi thin films have strong
{111} texture. Small peaks beside the Al {111} peaks come from Ag
seed layer, as Ag has similar lattice parameter compared to Al. In addi-
tion, there is no evidence showing the existence of Al-Ti or Al-Ag inter-
metallics. In-plane {111} Phi scan profiles (Fig. 1b) show two sets of
peaks, including three peaks from the matrix (marked as M) and the
other three peaks from the twins (marked as T). The twin/matrix peak
intensity ratio increases with increasing Ti composition. 6-fold symmet-
rical dots appear on the pole figure profiles of Alg4 oTis ; (Fig. 1c), reveal-
ing the existence of growth twins in the {111} textured AlTi films.

Plan-view TEM micrographs (Fig. 2a-c) were obtained from Al
<111> zone axis and the corresponding selected area diffraction (SAD)
patterns further reveal the formation of {111} highly textured films.
As shown in Fig. 2a, the Algg g5Tig 15 film has hexagonal and polygonal
giant grains with an average grain size of 1900 nm. Increasing Ti compo-
sition from 0.15 to 5.1% leads to the reduction of average grain size to
180 nm, as shown in the statistics of grain size distributions (Fig. 2d-f).

Bright-field cross section TEM (XTEM) micrographs (Fig. 3) were ob-
tained from Al (110) zone axis. As shown in Fig. 3a, twin islands, with a
width of >400 nm, were embedded within Algg g5Tip 15 matrix. A small
number of dislocations appeared near the interface between AlTi and
Ag seed layer. The inserted SAD pattern taken from the red dotted circle
(Fig. 3a) shows two sets of diffraction spots arising from twins and ma-
trix respectively. The additional diffraction spots on the position of 1/3

-

{111} in reciprocal space originate from 23{112} ITBs. The magnified
TEM micrograph in Fig.3b shows the formation of giant twins (bounded
with extended ITBs) that spread more than 150 nm. Interestingly, the
width of ITBs decreases along the growth direction. Meanwhile small
but prominent steps appeared near ITBs, which are marked with blue
dotted lines. In addition, high-resolution TEM (HRTEM) image in
Fig.3c shows a narrow and straight ITB consisting of an array of partial
dislocations in the sequence of b,:b;:bs [16]. A broad 9R phase is
shown in HRTEM micrograph in Fig. 3d, as confirmed by the inserted
fast Fourier transform (FFT) of the micrograph.

Low-magnification XTEM image (Fig. 3e) reveals much smaller col-
umns with high-density dislocations in Algs9Tis; films. Similarly,
inserted SAD pattern confirms the existence of ITBs. Also, the
superimposed EDS mapping data show insignificant interdiffusion be-
tween Ag seed layer and AlTi films. Noticeably, the density of disloca-
tions and SFs decreases along the film growth direction. Considering
the nearly epitaxial growth of AlTi film over Ag seed layer, those dislo-
cations and SFs may nucleate from the interface between the two layers
[21]. As shown in Fig. 3g and h, a broad 9R phase (~160 nm in width)
was embedded within the columns.

Fig.4 compiles the hardness data from literature [22,32-37] and this
work. The horizontal gray dashed line indicates the hardness of the
annealed of Al thin films [22], ~0.60 GPa, Increasing the Ti composition
from 0.15 to 5.1% leads to a prominent hardness enhancement from
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Fig. 2. (a-c) Plan-view TEM micrographs and the inserted selected area diffraction (SAD) patterns of AlTi alloy films with various compositions showing the formation of (111) highly
textured films. (d-f) Statistics of grain size distributions show substantial grain refinement, from 1900 to 180 nm with increasing Ti concentration.
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Fig. 3. Bright-field cross-section TEM (XTEM) image of Algg gsTig 15 (a—d) and Alg4oTis; (e~h) examined from Al (011) zone axis. (a) Twin islands embedded in the matrix. The inserted SAD pattern shows two sets of diffraction spots arising from the
matrix and twin respectively, and additional spots arising from incoherent twin boundaries (ITBs). (b) Giant (broad) twins bounded by 33{112} ITBs (marked by blue lines). (c) Straight and narrow 23{112} ITBs. (d) Broad extended ITBs (or 9R
phase). (e) Low magnification TEM image shows abundant columnar boundaries in AlgsoTis ;. The SAD pattern shows the formation of twins and ITBs. EDS mapping reveals no severe inter-diffusion between Ag seed layer (light blue) and AlTi
film (red). Si is colored in green. (f) Broad intermingled 9R phase (>160 nm). Locations marked as g and h are shown in corresponding HRTEM micrographs. (g) Extended ITB bounding 9R phase with straight phase boundary (PB) 1 on the left
and a curved PB2 on the right side. (h) Broad intermingled 9R phase (>160 nm) in the middle of the column. (For interpretation of the references to color in this figure legend, the reader is referred to the web version of this article.)
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Fig. 4. Comparison of indentation hardness as a function of d~'? (domain size) for AlTi
film (in this work) and data from literature on epitaxial twined Al thin films [22],
nanocrystalline (NC) bulk Al alloys [32-35]and thin films [36,37]. Hollow red blocks are
hardness data points of AlTi thin film without the contribution from Ti solid-solution
strengthening effect. The red dash line denotes the Hall-Petch slope of AlTi thin film
excluding the solid-solution strengthening effect after calculation. The light blue line
represents the Hall-Petch slope for the bulk NC alloys. (For interpretation of the
references to color in this figure legend, the reader is referred to the web version of this
article.)

0.76 to 2.1 GPa. The hardness values of bulk Al alloys are either mea-
sured by microhardness test [33,34] or converted from tensile strength
by multiplying a Tabor factor [32,35].

Several factors may be responsible for the prominent increase in
hardness of AlTi films, including solid solution effect [38-41], size effect
[40,42], introduction of ITBs and 9R phase [14,22,28]. The following dis-
cussions will show that the hardness increase arises primarily from the
last two factors.

Solid solution strengthening comes from the interaction between
mobile dislocations and stress fields induced by solutes atoms [43].
The solid solution effect of substitutional solutes can be calculated by
using Fleischer formulation [38,41]:

AT = 0.0235 - Gyopyent - £5°/% - /2, (1)

where, AT is the shear stress induced by solute atoms, Gsopyen: i the
shear modulus of Al(26.9 GPa [40]), c is the concentration of solute
atoms. & represents the interaction factor incorporating variations of
lattice parameter and shear modulus and is defined as:

1 G
Gsolvent dC _2. 1 @
1] 1 dG Asoent  dC|’

145 —
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where, G is the shear modulus of alloy, asopene is the lattice parameter of
Al (0.405 nm), a denotes the lattice parameter of alloy. We assume that,
both the shear modulus and lattice parameter of AlTi alloy increase lin-
early with Ti concentration [43], then AT is estimated to be 0.036, 0.021
and 0.0062 GPa for A194,9Ti5'1, A198.25Ti1_75, and A]99'85Ti0']5 reSpeCtiVely.
Using Eqs. (1) and (2), considering Tabor factor of 2.7 [44] and Taylor
factor of 3.1 [42], the calculated hardness contribution (AH) from solid
solution can be calculated. Clearly the solid solution strengthening effect
is insignificant and cannot explain the significant hardness increase in
AlTi alloys.

Grain refinement can be an important strengthening mechanism for
AlTi thin films. In general, the addition of Ti from 0.15 to 5.1 at.% de-
creases the average grain size of AlITi thin film from 1900 to 180 nm.
XTEM studies suggest that island nucleation and growth mechanisms
[45] dominate during the deposition of AlTi films. The addition of Ti
would lower the mobility and diffusivity of Al atoms [46-48], and
thus, shorten the diffusion distance of Al atoms, resulting in higher nu-
clei density and smaller grain size [49].

The grain size induced strengthening effect can be described by the
well-known Hall-Petch equation [40,43]:0, = 0p + K,d~ "2 Where 0,
is the friction stress, K, is Hall-Petch slope, and d is the average grain di-
ameter. K, reflects the barrier strength from grain boundaries to the
transmission of dislocations. As illustrated in Fig.4., the red dashed line
denotes the Hall-Petch slope of AlTi thin films that excludes the solid
solution strengthening effect (subtracting the hardness increase due
to solid solution strengthening). The Hall-Petch slope of AlTi thin
films, divided by a Tabor factor of 2.7, is ~6.9 GPay/nm. In comparison,
the Hall-Petch slope extracted from the plot of NC Al [35] alloy is nearly
4.8 GPa\/nm. Compared with NC Al, the larger Hall-Petch slope indi-
cates a stronger barrier strength of grain boundaries in AlITi thin films.
The sputtered AlTi films have a high density of ITBs, and hence it is likely
that TBs dominate the strength of these films. MD simulations and in
situ nanoindentation studies [28] show that ITBs in nanotwinned Al
can effectively resist the pile-up of dislocations and lead to significant
work hardening. In addition, in situ nanoindentation [28] also shows
that the stress needed for a dislocation to transmit across the ITBs is
~300 MPa for nanotwinned Al

Based on the measured Hall-Petch plot, we estimated the peak
strength of twinned AlTi thin film by using the following equation [12]:

o <KH[)T[((;;)—V)>7 3)

where 7" is boundary barrier strength, Ky is the Hall-Petch slope for re-
solved shear stress, v is the Poisson's ratio (0.35 for Al [28]), G is the
shear modulus of Al (26.9 GPa [40]), and b is the magnitude of Burgers
vector of a perfect dislocation in Al (0.286 nm). The calculated 7 of
twinned AlTi thin film is ~1.3 GPa, and once multiplied by the Tabor
[44] and Taylor factor [42], the peak hardness of the film is predicted
to be ~10.9 GPa. Thus, the AlTi thin films in this study achieves ~20% of
the predicted peak hardness, due to large grain sizes. Further hardness
enhancement might be accomplished by significantly reducing the av-
erage grain size or increasing twin density.

Next, we examine the influence of TBs on the high hardness of AlTi
solid solution alloy films. TEM studies show that sputtered AlTi alloy
films contain high-density broad 9R phase. Many of the columnar grains
are entirely consisted of 9R phase. As shown in Fig. 4, for a similar grain
size, the hardness of AlTi solid solution films is at least 0.5-1 GPa greater
than that of Al with conventional high angle grain boundaries [35]. Such
a drastic difference in hardness cannot be accounted by solid solution
strengthening or the increase of friction stress. The high hardness of
AlTi films (compared to Al with the same grain size) indicates that
ITBs and 9R phase can effectively improve the barrier strength of Al al-
loys to transmission of dislocations. Careful examination of Fig. 4 also
shows that the Hall-Petch slope for AlTi films is greater than that of con-
ventional polycrystalline Al. Such a slope difference also suggests that
the broad 9R phase poses a strong barrier for the transmission of dislo-
cations, and hence leads to strengthening in sputtered AlTi films. A re-
cent study [50] shows that 9R phase can also be generated in Al-Fe
solid solution alloy films (with a few atomic percent of Fe). The
nanograins and high density ITBs lead to remarkable increase in films
hardness (>5 GPa). MD simulations show that 9R can indeed resist the
transmission of dislocations in twinned AlFe solid solution films.

Finally, we evaluate the mechanism for the formation of 9R phase in
AlTi solid solution alloys. As illustrated before, the formation of 9R phase
is a result of dissociation of narrow ITBs by emission of partial
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dislocations on every three {111} planes [51]. In the dislocation model of
an ITB in FCC metal, b, and b; are mixed Shockley partial dislocations
with a Burgers vector of 1 [211] and }[121] respectively. While, b; is an
edge dislocation that has a Burgers vector of } [112] [16,25,51]. Because
of their opposite screw components, b, and bs will attract each other,
making them more difficult to move compared with b;. Consequently,
under shear stress, b, and bs tend to bond with each other and move
slowly, while by slips away rapidly from initial compact ITB on {111}
plane.

Though 9R phase of several nm wide has been found in as-deposited
Al film [22] or under high strain rate deformation of Al [52], it is rare to
observe giant 9R phase with width of >100 nm in Al alloys. The forma-
tion of giant 9R phase may be interpreted from several aspects. (1)
Stacking fault energy (SFE) reduction. According to the density function
theory calculation [53], the addition of Ti can lower the SFE of Al by
changing the directional charge distribution in Al. Specifically, around
38% reduction in SFE of Al can be achieved by adding 3.3% Ti atoms.
Thus, the addition of Ti may promote the formation of TBs and broad
9R phase. (2) Local stress state. The local stress state is complex and
varies at different positions within films during deposition process
[54]. In the island growth process, there is a local shear stress between
substrate and film arising from the edge of the islands. The shear stress
has been estimated to be ~0.5-1 GPa in Al [22], which may be sufficient
to cause the dissociation of compact ITBs into 9R phase [55]. (3) Non-
equilibrium sputtering process and stabilization of 9R phase by Ti
atoms. DC magnetron sputtering is a type of physical vapor deposition
(PVD) process, [45,54,56], where rapid quenching may facilitate the for-
mation of growth defects, such as 9R phase within the films. Further-
more, the presence of Ti impurity atoms may stabilize the 9R phase by
pining partial dislocations (preventing detwinning).

In summary, by using magnetron sputtering, we fabricated highly
textured AlTi thin films with high-density broad 9R phase. The hardness
of twinned AlTi films reaches 2 GPa. The high strength arises mainly
from the high-density ITBs, broad 9R phase and fine grains. This work
provides an alternative method to design high-strength and light-
weight Al alloys by introducing ITBs and broad 9R phase.
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