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Multilayers of high entropy alloys (HEA) are picking up interest due to the possibility of altering material
properties by tuning crystallinity, thickness, and interfaces of the layers. This study investigates the
growth mechanism and mechanical properties of CrFeCoNi/TiNbZrTa multilayers grown by magnetron
sputtering. Multilayers of bilayer thickness (K) from 5 nm to 50 nm were grown on Si(100) substrates.
Images taken by transmission electron microscopy and energy-dispersive X-ray spectroscopy mapping
revealed that the layers were well defined with no occurrence of elemental mixing. Multilayers with
K < 20 nm exhibited an amorphous structure. AsK increased, the CrFeCoNi layer displayed a higher crys-
tallinity in comparison to the amorphous TiNbZrTa layer. The mechanical properties were influenced by
the crystallinity of the layers and stresses in the film. The film withK = 20 nm had the highest hardness of
approximately 12.5 GPa owing grain refinement of the CrFeCoNi layer. An increase ofK � 30 nm resulted
in a drop in the hardness due to the increase in crystal domains of the CrFeCoNi layer. Micropillar com-
pression induced shear in the material rather than fracture, along with elemental intermixing in the core
of the deformed region of the compressed micropillar.
� 2022 The Authors. Published by Elsevier Ltd. This is an openaccess article under the CCBY license (http://

creativecommons.org/licenses/by/4.0/).
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1. Introduction

The trend in metallic materials research has shifted from binary
and ternary alloys to high entropy alloys (HEA), which are materi-
als where each alloying element is present in equal to near equal
ratios. The concept which is no longer unfamiliar in materials
science research was introduced in 2004 with the discovery of
the Cantor alloy (CrMnFeCoNi) and introduction of the term ‘‘high
entropy alloy” [1,2]. The realm of HEA-based materials has since
then quickly expanded from the metallic Cantor alloy system to
refractory metal-based alloys along with high entropy alloy-
based ceramics and metallic glasses [3,4]. These materials are
now finding application in the industry sector because of their
exceptional mechanical, electrochemical and thermal properties
[5–7]. More recently, the field of HEA-based multilayers and super-
lattices are starting to gain popularity.

Superlattices were first studied in the 1980s to understand dis-
location dynamics at nitride interfaces and the effects of strained
layers. The initial studies were carried out on TiN/VN and TiN/
NbN superlattices grown on MgO (100) wafers by dc magnetron
sputtering. It was found that the films exhibited an increased hard-
ness which may be a result of a decrease in the mobility of disloca-
tions due to the strained super lattices [8–10]. Since then,
nanostructured multilayers and superlattices have been widely
studied due to their impressive mechanical properties, tribological
properties, thermal stability, radiation tolerance, and also optical
properties [11–14]. The goal now is to make use of HEA based
materials to further improve on the existing multilayer systems.
In regard to this, studies on NbMoTaW/CoCrNi multilayers grown
by dc-magnetron sputtering have showed that the main mecha-
nism for material strengthening was through the obstruction of
dislocation movement at grain boundaries and interfaces [15]. On
the other hand (AlCrTiZrV)N/SiC multilayers deposited with vary-
ing SiC thickness showed that crystallization and epitaxial like
growth of the SiC layer on the AlCrTiZrV layer was believed to have
a strengthening effect on the film [16]. Studies on AlCrMoNbZr/
(AlCrMoNbZr)N multilayers grown by magnetron sputtering
showed that the individual layer thickness determined the inter-
face stability which in turn influenced the mechanical and proper-
ties of the films [17].

We see that the strengthening mechanism in each multilayer
system is highly dependent on the HEA-based material chosen.
What we require is a fundamental understanding of the influ-
ence of the bilayer thickness, crystallinity, and stresses on the
mechanical properties of these complex structured systems
starting with traditional systems such as the face center cubic
(fcc) Cantor alloy and the body centered cubic (bcc) refractory
HEA. Therefore, in this study we investigate the growth mecha-
nism along with the mechanical properties when alternating lay-
ers of two representative multicomponent systems: CrFeCoNi
and TiNbZrTa.
2. Experimental details

CrFeCoNi/TiNbZrTa multilayered thin films were grown with
bilayer thicknesses (K) ranging from 5 nm to 50 nm on Si(100)
substrates at room temperature by magnetron sputtering using
compound targets (Cr24Fe32Co24Ni20 and Ti25Nb25Zr25Ta25 pro-
vided by Plansee, Composite Materials GmbH, 2-inch diameter).
Prior to deposition, the substrates were cleaned with acetone and
isopropanol for 10 min each in an ultrasonic bath and blow-dried
with nitrogen gas. The deposition system was evacuated to a base
pressure <9 � 10�7 Pa. The Ar pressure was fixed at 0.53 Pa (4.0
mTorr). A detailed description of the deposition system can be
found in reference [18]. Both the compound targets were sputtered
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by setting the dc power at 100 W. The bilayer thickness was con-
trolled by varying the deposition time of the individual targets.
The volumetric fraction of the layers was kept constant at 50 %.
All the multilayers had a total film thickness of �500 nm. The mul-
tilayer with K = 30 nm was also grown with a total film thickness
of �2 lm for nanopillar compression study. In addition to the mul-
tilayer series, single bilayers with total thickness lower <100 nm
were grown for X-ray reflectivity (XRR) measurements along with
500 nm thick monolithic reference films of CrFeCoNi and TiNbZrTa
under the same deposition conditions. The composition of films
was nearly identical to these targets as confirmed by Energy Dis-
persive X-Ray Spectroscopy (EDS) and provided in the supplemen-
tary information (Table S1).

X-ray diffraction techniques (XRD) were used to analyze the
crystal structure, residual stress, and thickness of the multilay-
ers. The instruments were operated using Cu-Ka radiation (k =
1.54056 Å) at a voltage of 45 kV and current of 40 mA regardless
of the technique being used. A PANalytical X’Pert PRO diffrac-
tometer in Bragg-Brentano setup was used to obtain diffrac-
tograms to identify the crystal structure. Residual stress and
thickness were obtained from the measurements carried out
using a PANalytical Empyrean X-ray diffractometer. The residual
stress was calculated by measuring the curvature of the sub-
strate from the offset in x of the peak of a certain symmetrical
reflection (Si 006 at 69.3�) while the sample was moved
in x and y. The Stoney equation was used to calculate the average
stresses from the curvature of the Si(100) substrate [19]. The
thickness of the bilayers was estimated from XRR measurements
(Supplementary Fig. S1).

Nanoindentation measurements were carried out in
displacement-control mode using Hysitron Triboindenter 950
equipped with a 2D transducer. The instrument was calibrated
along the indentation axis using a standard fused silica reference.
A set of 20 indents were made on each sample using a Berkovich
tip. The maximum load was set at 1.5 lN for all the 500 nm thick
films in order to maintain the indentation depth at 10 % of the total
film thickness. The hardness (H) and reduced elastic modulus (Er)
of the films were calculated according to the Oliver-Pharr method
[20].

For the micropillar compression test, circular micropillars of
2 lm in height and �3 in aspect ratio were fabricated using Ga
focused ion beam (FIB) milling on a FEI Helios 5 Dualbeam micro-
scope. Thermo Scientific NanoBuilder software was used to set up
the FIB patterning profile. The acceleration voltage of the FIB was
set to 30 kV and a series of FIB beam currents from 2.1 nA down
to 40 pA were used. A High current beam was used to produce a
20 lm-diameter trench around the micropillar in order to
achieve in situ visualization of the micropillar during the compres-
sion tests, while low current beam was used for the final tailoring
of the micropillar contour as per [21–23]. In situ scanning electron
microscope (SEM) micropillar compression tests were carried out
using a displacement-controlled Alemnis nanoindenter, on a FEI
Quanta 650 SEM. A 5 lm-diameter circular flat punch indenter
was used in order to achieve a uniaxial stress state. A loading speed
of 5 nm/s was applied.

FIB milling was used to prepare the cross-section specimens
from the micropillars and indents for observation with SEM, and
to lift out thin foils for transmission electron microscopy (TEM)
analysis. A Zeiss Neon 40 dual beam workstation using 30 kV/2nA
Ga+ ion was used to prepare electron transparent TEM thin foil
specimens. These thin foils were extracted by the lift-out tech-
nique. A final thinning down and polishing was carried out using
200 pA and 50 pA currents. (Scanning) TEM analysis of the thin foil
specimens was performed using a FEI Tecnai G2 TF 20 UT instru-
ment operated at 200 kV, in order to observe the layered structure
and the deformation in the layers.
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3. Results

3.1. X-Ray diffraction

Fig. 1 presents the h-2h XRD pattern obtained from CrFeCoNi/
TiNbZrTa multilayer films with varied K from 5 to 50 nm, along
with the monolithic reference CrFeCoNi and TiNbZrTa films. Si sub-
strate peaks are observed at 2h values of 32.9� (002 forbidden
reflection) and 69.3� (004 reflection). The monolithic reference
films are crystalline in nature with the TiNbZrTa film preferentially
orientated along the [110] of a bcc structure (a = 3.39 ± 0.02 Å) and
the CrFeCoNi film preferentially oriented along the [111] of an fcc
structure (a = 3.56 ± 0.02 Å). The multilayered films are shown in
shades of green with the K indicated to the left of the XRD pat-
terns. The film with the K = 5 nm shows low intensity broad peaks
indicating that both layers have low levels of crystallinity or small
crystal domains (X-ray amorphous). As K is increased to 20 nm
(CrFeCoNi layer of 10 nm) the peak intensity of the fcc-CrFeCoNi
(111) reflection (Peaks at approximately at 2h = 44.1�) increases
in intensity indicating the growth of crystalline domains. The peak
corresponding to the bcc (110) at 2h = 37.6� of the TiNbZrTa layer
remains to be low in intensity and therefore can be considered to
be X-ray amorphous. The films with K = 30, 40 and 50 nm display
Pendellosung fringes near the (111) peak of CrFeCoNi [24]. This is
an indication of smooth interfaces or small surface roughness
between the layers and is commonly seen in superlattices
[25,26]. In summary, the crystallinity of the CrFeCoNi layers is
greater for K from 20 to 50 nm, while the TiNbZrTa layers
remained amorphous with low diffracted intensities.
3.2. Mechanical properties

Fig. 2a shows the hardness evolution measured by nanoinden-
tation as a function of the bilayer thickness K. Since all the films
had an approximate thickness of 500 nm, the depths of the indents
were maintained at 10 % of the film thickness by carrying out the
indents with a maximum load of 1.5 lN. The reference monolithic
films of TiNbZrTa and CrFeCoNi both show similar hardness values
of approximately 10.5 GPa. The multilayers with K of 5 and 10 nm
have an approximate hardness of 8.5 GPa, which is lower than the
monolithic reference films. Note here that the reference monolithic
films have different states of crystallinity as observed by XRD
Fig. 1. h-2h X-ray diffractograms obtained from CrFeCoNi/TiNbZrTa multilayered
films with increasing K.
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where thin layer were found to be X-ray amorphous. As the mod-
ulation period is increased, the maximum hardness is observed for
a K =10 nm until 30 nm after which the hardness drops, and the
films exhibit similar hardness as the monolithic films. The reduced
Young’s modulus is seen to increase up to aK of 40 nm after which
it drops from �225 GPa to �195 GPa. Note that, asK increases, the
number of layers the indenter passes through decreases. Therefore,
for the multilayer withK =50 nm, the indenter passes through two
layers with the topmost layer being TiNbZrTa and the second layer
being CrFeCoNi.

Fig. 2c shows the residual stress values in the films. The mono-
lithic references exhibit similar stress levels but different types.
The TiNbZrTa film exhibits compressive stresses (� �0.65 GPa)
while the CrFeCoNi film has tensile stress (�0.65 GPa). The multi-
layers withK � 20 nm have relatively similar compressive residual
stress around �0.5 GPa. As the K increases, the compressive stress
is suppressed. The film with K = 30 nm is seen to be completely
stress free. Further increase of K results to tensile stresses at
around +0.1 GPa.

Fig. 2d shows the top-view SEM image of an indent with a depth
of �200 nm carried out on the film with K = 30 nm and total film
thickness of 2 lm. The hardness of this 2 lm thick film was found
to be on par with the hardness of the 500 nm thick film (�10 GPa)
while the modulus was slightly lower (�175 GPa). The profile of
the indent shows no signs of cracks however a pile up of materials
can be observed. To further analyze the indent and understand the
behavior of this multilayer film, TEM samples were made from the
area marked in the yellow rectangle in Fig. 2d. Fig. 2e shows the
cross-section TEM images of the indent where the slip bands are
seen to propagate through the whole film. A closer look at the area
directly beneath the indenter tip is seen in Fig. 2f. The layered
structure is maintained even close to the surface; however, it can
be observed that most of the slip bands are concentrated at the
top 300–400 nm of the surface and propagates at a 45� angle with
respect to the loading axis.

Based on the results obtained from XRD and nanoindentation, it
was observed that the multilayer with K = 30 nm displayed the
most interesting behavior (crystallinity, free of or low residual
stress, good hardness and young modulus) and therefore was cho-
sen for further micropillar compression tests.

3.3. Micropillar compression

Fig. 3 shows the SEM images of the micropillars prior (Fig. 3a)
and post (Fig. 3c and d) compression testing with a nominal engi-
neering strain corresponding to 10 and 20 % of the micropillar
height respectively. Tapering of the pillars will lead to concen-
trated plastic flow near the top as can be observed in Fig. 3 (c,d).
Although this unlikely affects the yield stresses measured, readers
should note that the hardening rates on Fig. 3 (b) could vary if the
size and shape of test pieces are changed. Nominal engineering
stress and strain were calculated by dividing load with mid-
height cross sectional area of the micropillar and dividing displace-
ment with the height of the micropillar, respectively. A maximum
engineering stress of 4.5 GPa for a 20 % nominal engineering strain
was observed (Fig. 3b).

Fig. 4a and 4b show the TEM images, inset SAED pattern and
EDS maps of the CrFeCoNi/TiNbZrTa multilayer film with K =
30 nm. The cross-section image of the nanopillar displays a well-
defined layered structure (Fig. 4b). A closer inspection of the layers
high resolution (HR)TEM, (Fig. 4c) shows that the CrFeCoNi layer is
crystalline while the TiNbZrTa layer is found to be amorphous.
From the inset SAED pattern in Fig. 4b, the bright spots correspond
to reflections from the fcc-structured CrFeCoNi layer. The lattice
parameter was calculated to be 3.55 ± 0.04 Å, comparable to that
of the Cantor alloy which has a lattice parameter of �3.6 Å [1].



Fig. 2. (a) Hardness(H) and (b) reduced Young’s modulus (Er) of multilayered films and (c) Residual stress measured of multilayered films obtained from XRD. Values marked
in blue indicate the hardness, modulus, and stress values of the monolithic reference TiNbZrTa film while values marked in red indicate the same for the monolithic reference
CrFeCoNi film (d) top-view SEM image of indentation imprint on the film with K = 30 nm. Rectangle in yellow marks the area where the FIB lamella was taken from for TEM
analysis. (e) and (f) are cross-section SEM images indicating the shear bands within the film.
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The results obtained from TEM corroborate well with those of XRD.
The EDS maps (Fig. 2b) taken from the same cross-sectional area
indicate that no observed intermetallic segregation or diffusion
occurred between the layers.

Fig. 4d shows the STEM cross-section image of the micropillar
compressed with 20 % nominal engineering strain. The plastic
deformation caused by the applied load was restricted to the top
400 nm, after which the multilayers remained intact. Shear bands
in the shape of a ‘‘X” can be observed in the same 400 nm region,
however no fracture is observed. A closer look at the layers in this
400 nm region reveals that the CrFeCoNi layer is able to retain its
structure while the TiNbZrTa layer is more prone to deformation
(arrows in Fig. 4d), resulting in squeeze out effect and a mushroom
shape. HRTEM images taken from three regions, (i) above the
deformed region, (ii) at the maximum deformation zone and (iii)
below the deformed region, are shown in Fig. 4d (i), 4d (ii), and
4d (iii), respectively. The layered structure along with the crys-
tallinity of the CrFeCoNi layer remains intact directly above and
below the deformed region (Fig. 4i and iii). In the maximum defor-
mation zone, the layered structure is disrupted, and the elements
of each layer intermix resulting in an amorphous-like structure
(Fig. 4d ii).
4

4. Discussion

Differences in terms of crystallinity were observed in the two
material systems when combined to form multilayers. The CrFe-
CoNi layer became highly crystalline when K � 30 nm. While
the TiNbZrTa layer remained X-ray amorphous even when K
exceeded 30 nm (Fig. 1) The [111] preferred orientation growth
and crystallization of CrFeCoNi is due to the fact that the (111)
plane of the fcc structure has the highest packing density and
therefore the lowest surface energy [27]. This allows for the growth
and crystallization of CrFeCoNi grains even at lower thicknesses (K
� 20 nm). On the other hand, TiNbZrTa layer crystallized with a bcc
structured with a [110] preferred orientation observed on the
monolithic coating. This plane has a higher surface energy in com-
parison to the fcc (111) and therefore would require higher energy
to nucleate [27]. Moreover, the atoms in the (110) plane would not
be able to accommodate themselves on the CrFeCoNi fcc [111] ori-
ented grains, which could be the reason for the formation of the X-
ray amorphous layer even when K > 20 nm.

The stress in the multilayered films predominantly depend on
K and the crystallinity of the two materials in the film. In the early
stage of film growth (K < 20 nm), the islands in either of the layers



Fig. 3. (a)SEM image of micropillar produced by FIB. b) Stress vs strain curves
corresponding to (c) and (d), SEM images of micropillars post compression testing
with 10 % and 20 % nominal engineering strain respectively.
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are in the stage of precoalescence and are therefore subject to cap-
illary forces [28,29]. These forces result in overall compressive
stress in the multilayer. As the bilayer thickness increases, the time
for the islands to coalesce increases and grain boundaries are
formed. This would result in a decrease in the compressive stresses
and eventually lead to a tensile stressed material [30]. Similar
turnaround behavior has been observed in Ni films grown by mag-
netron sputtering, where the stress evolves as the grain size
increases during growth [31]. This type of stress evolution from
compressive to tensile and back to compressive (CTC) is common
in materials grown on weakly interacting substrates [28].

The mechanical properties of coatings and multilayer are
dependent on the stress and the crystallinity of the film. Based
on the crystallinity of the multilayers we can group the films into
three categories, the amorphous/amorphous multilayers (K = 5–
8 nm) which exhibit compressive stresses, the nanocrystalline/
amorphous multilayers (K = 10–20 nm) which also exhibit com-
pressive stresses, and the crystalline/amorphous multilayers (K =
30–50 nm) which are stress free to tensile stressed. At this point
the readers are advised to be cautious in their interpretation of
the hardness and modulus results and focus on the general trends.

At the lowK values (5 and 8 nm), in the stages of precoalesence
when both layers exhibit a metallic-glass-like structure, the films
have high low hardness. The absences of grain boundaries and lack
of atomic order allows for localized shear deformation. Since the
hardness of a material is determined by its ability to inhibit shear
band motion, these films display the lowest hardness.

In the case of the nanocrystalline/amorphous multilayers, as the
CrFeCoNi layer starts to form small crystal domains (K = 10–
20 nm) with the same compressive stress the hardness increases
which is therefore a result of grain refinement in the CrFeCoNi
layer along with the amorphous TiNbZrTa layer which inhibits
the movement of dislocations from the crystalline CrFeCoNi layer
[32].

For the crystalline/amorphous multilayers the CrFeCoNi layer is
well crystallized. As the thickness of the CrFeCoNi increases the
crystal domains increase in size (Fig. 1). This would allow disloca-
tions to glide with ease along the length of the crystal domain and
5

therefor result in a drop in the hardness. The tensile stresses do not
contribute to improving the mechanical properties of the multilay-
ers. Similar trends of an initial increase in hardness and eventual
drop as bilayer thickness increases have been observed in multiple
studies [33–35].

Studies on CrMnFeCoNi/TiZrNbHfTa multilayers of two different
K (5 and 50 nm) were carried out by Jiang et al. [36]. Their study
showed that the film with the amorphous/amorphous layer (K =
5 nm) had a higher hardness (7.8 GPa) in comparison to the amor-
phous/crystalline layers (K = 50 nm) which displayed a hardness of
5.6 GPa. The higher hardness in theK = 5 nm film was argued to be
a result of the amorphous nature and the material inability to
propagate plastic strain [36]. The present study shows similar
range of hardness values as reported by Jiang et al. while also pro-
viding a more detailed picture on the evolution of stress, mechan-
ical properties and crystallinity in HEA multilayered systems. Even
though a drop in the hardness is observed with increasingK it may
be more likely due to the tensile stress and not the degree of crys-
tallinity in the layers. A graph of the multilayer hardness plotted as
a function of the residual stresses can be found in the supplemen-
tary information (Fig. S2).

Mechanical testing not only leads to the apparent deformation
of the multilayer but can also induce intermixing between the lay-
ers. Atomistic imaging along with molecular dynamic simulation of
TiN/AlN interfaces have shown that nanoindentation can cause
intermixing of the two materials to form a solid solution of Ti1-
xAlxN due to a rise in interfacial energy resulting from an accumu-
lation of interface dislocations [37]. Fig. 2 shows post indentation
TEM images of the stress-free film (K = 30 nm) where the effect
of intermixing is not observed between the layers. The majority
of the shear bands are concentrated at the surface and are at a
45� angle to the loading axis. Intermixing of elements is however
observed in the compressed micropillar (Fig. 4). Here the mixing
that occurs in the core of the deformed region is due to the plastic
deformation and strain localization. Similar ‘‘mechanical alloying”
effect have been observed in other studies on crystalline/amor-
phous multilayers where elements from the crystalline layer can
intermix into the amorphous layer via dislocations and shear of
the crystallites [38,39].
5. Conclusion

CrFeCoNi/TiNbZrTa multilayers of varying K(5–50 nm) were
grown on Si(100) substrates by magnetron sputtering. At lower
K the CrFeCoNi layer was found to be amorphous but gradually
crystallized in a fcc structure as

V
increased. The TiZrNbTa layer

on the other hand remained amorphous regardless of the K.The
hardness of the films obtained from nanoindentation depended
on K which in turn depended on the crystallinity of the film. The
highest hardness of approximately 12.5 GPa was seen for the mul-
tilayer withK = 20 nm. This was largely due to grain refinement in
the CrFeCoNi layer. Micropillar compression measurements
showed no traces of fracture. STEM cross-sectional images indi-
cated that the TiZrNbTa layer had a larger extent of deformation
in comparison to the CrFeCoNi layer. The results for the study indi-
cate that the HEAmultilayered films can be strengthened by tuning
the bilayer thickness and the crystallinity of the individual layers.
6. Data availability statement

Data are available from the corresponding author on reasonable
request.



Fig. 4. (a) TEM image ofK = 30 nm films after compression testing showing distinct layers. (b) zoomed in TEM image of uncompressed region with inset SAED pattern taken
from bulk of uncompressed film cross-section. Corresponding elemental EDS maps are shown on the top. (c) High resolution (HR)TEM image from uncompressed region. (d)
STEM image of deformed region along with corresponding HRTEM images of zones marked (i), (ii) and (iii).
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