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ABSTRACT: Transitional metal carbides and nitrides (MXenes) have promise for incorporation into multifunctional composites
due to their high electrical conductivity and excellent mechanical and tribological properties. It is unclear, however, to what extent
MXenes are also able to improve the mechanical properties of the composites and, if so, what would be the optimal flake size and
morphology. Herein, Ti3C2Tx MXene is demonstrated to be indeed a good candidate for mechanical reinforcement in polymer
matrices. In the present work, the strain-induced Raman band shifts of mono-/few-/multilayer MXenes flakes have been used to
study the mechanical properties of MXene and the interlayer/interfacial stress transfer on a polymer substrate. The mechanical
performance of MXene was found to be less dependent upon flake thickness compared to that of graphene. This enables Ti3C2Tx
MXene to offer an efficient mechanical reinforcement to a polymer matrix with a flake length of >10 μm and a thickness of 10s of
nanometers. Therefore, the degree of exfoliation of MXenes is not as demanding as other two-dimensional (2D) materials for the
purpose of mechanical enhancement in polymers. In addition, the active surface chemistry of MXene facilitates possible
functionalization to enable a stronger interface with polymers for applications, such as strain engineering and mechanical
enhancement, and in materials including membranes, coatings, and textiles.

KEYWORDS: MXenes, 2D nanomaterials, micromechanics, in situ Raman, mechanical properties, stress transfer, nanocomposites

■ INTRODUCTION

MXenes have been the focus on intense research over the last
decade1,2 mainly due to their extraordinary electronic proper-
ties and electrochemical performance.3−7 They comprise a
large family of more than 100 stoichiometric two-dimensional
(2D) materials that have been either prepared experimentally
or predicted theoretically to exist and a virtually infinite
number of solid solutions on M and/or X sites.8 To date, the
most widely studied MXene is Ti3C2Tx, which is typically
prepared by the selective etching of Al from the MAX phase
Ti3AlC2.

9 The commonly used HF-containing etchants
introduce −O, −OH, and −F terminating groups that are
represented by Tx in the Ti3C2Tx formula.9 One route to
translate the promise of MXenes to the macroscale is to use
them in conjunction with polymers,10 such as for polymer-
based electromagnetic interface (EMI) shielding coatings,11−13

dielectric permittivity,14,15 sensors,16 light-emitting diodes,17

coatings with good tribological properties,18,19 conducting
polymer-based supercapacitors20−22 and polypyrrole (PPy)/
Ti3C2Tx composites for electrodes.23 All of these applications
require control of the MXene/polymer interface, which is still
poorly understood. So far, the only micromechanical analysis
of interfaces has been conducted using simulation methods24

and no experimental studies have been undertaken regarding
the deformation and interfacial stress transfer for either
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monolayer or multilayer MXenes in polymers. Thus, it is
unclear how to optimize the design of MXene composites so
that they have good mechanical properties, in addition to their
outstanding electrical and tribological properties.
A limited number of studies have been undertaken on the

mechanical properties of MXenes. Atomic force microscope
(AFM)/nanoindentation on suspended small single-layer and
double-layer MXene flakes has found that a monolayer
Ti3C2Tx possesses a thickness of ∼1 nm, a Young’s modulus
of ∼330 GPa, and a tensile strength of ∼17 GPa.25

Nevertheless, the detailed mechanical performance of multi-
layer and “imperfect” MXenes had not been reported until
recently, when Firestein et al.26 conducted a nanoscale in situ
tensile test in a transmission electron microscope (TEM). It
was revealed that multilayer MXenes (∼40 to ∼100 nm thick)
displayed strengths of up to 600 MPa and moduli up to ∼200
GPa, both of which are significantly lower than the values
measured for monolayers.25 This inferior mechanical perform-
ance was attributed to an increasing number of defects and
more incomplete layers with increasing thickness of MXene
nanosheets.
In situ deformation of 2D materials in a Raman spectrometer

is an alternative technique to understand both the mechanical
properties of individual flakes in real conditions and allow
material interfaces to be probed. This technique has been used
previously to understand the mechanical performance of other
2D materials in polymers, including graphene,27−39 tungsten
disulfide (WS2),

40−43 and quite recently hexagonal boron
nitride (hBN).39,44−47 Typically, the 2D nanomaterials are
either deposited on the polymer surface or incorporated into a
composite layer, and their deformation is monitored using
Raman spectroscopy while uniaxial strain is applied on the
polymer substrate in situ.29,34,40,44 The strain-induced shift of
Raman bands from the 2D flake allows the local strain in the
flake to be mapped with approximately 1 μm spatial resolution,
from which the micromechanics can be studied by the
application of analytical models. These studies have shown
that the reinforcement by a 2D nanomaterial depends as much
on its morphology and surface chemistry as its intrinsic
mechanical properties.27,29−34,44

In the present study, we have investigated the interfacial
stress transfer from a polymer matrix to Ti3C2Tx MXene using
the strain-induced Raman band shift measurements. The use of
Raman spectroscopy has allowed us to determine the Raman
band shifts induced by uniaxial strain and subsequently to map
out strain distributions of MXene flakes during deformation of
the substrate.

■ EXPERIMENTAL METHODS
Preparation of MXenes. The materials used in this study were

synthesized by selective etching of Al layers from Ti3AlC2. One gram
of Ti3AlC2 powder (<40 μm particle size) was gradually added to the
solution of a mixture of hydrochloric acid, HCl, and hydrofluoric acid,
HF (Millipore-Sigma) as described elsewhere.48 The mixture was
stirred for 24 h at 35 °C. After etching, the mixture was washed with
deionized water five times by centrifugation in two 150 mL plastic
centrifuge tubes at 3500 rpm (2450 rcf) for 2 min until the pH of the
supernatant reached 6−7. To delaminate the produced MXene, the
sediment from the last centrifugation step was added to a 20% by
weight solution of lithium chloride (LiCl) in water at room
temperature. The mixture was dispersed by manual shaking and
stirred overnight to achieve intercalation. After that, the MXene was
washed three times until the supernatant became dark, which is an
indication of delamination. Then, the mixture was centrifugated for 1
h at 2450 rcf and the sediment was dispersed in DI water. The
residual MAX phase was separated at the last step by centrifugation at
1000 rpm (200 rcf) for 5 min. The remaining supernatant is a
dispersion of MXene flakes.

MXene Flake Characterization. A solution of the exfoliated
Ti3C2Tx MXene flakes in water was deposited onto PMMA beams
(Solaris S000, Panelgraphic) either as prepared or diluted by
isopropyl alcohol (IPA) (1:1 by volume). Afterward, the beams
were dried at room temperature in the air for 1−2 days. The
thicknesses of a number of the MXene flakes were examined using a
JPK NanoWizard atomic force microscope (AFM) with the QI mode
being employed. For the sample top coated with PMMA, the coating
procedure took place using spin coating with 4% PMMA in anisole at
500 rpm for 1 min.

The specimens were then placed in a four-point bending rig and
the strain applied step wise. The in situ bending measurements were
conducted on the microscope stage of a Raman spectrometer (laser λ
= 785 nm, Renishaw InVia) where the incident laser was
perpendicular to the specimen. The laser power was kept low (1%)
and the exposure time was 10 s, with or without a number of
accumulations. It should be emphasized that a focused laser spot at

Figure 1. (a) AFM image of a monolayer on the surface of a PMMA beam showing a thickness of 3 nm; the inset shows the corresponding optical
micrograph of the flake. (b) 3D view of the same flake indicating a homogeneous thickness throughout the flake surface. (c) Raman spectra of pure
PMMA and the monolayer MXene on the PMMA substrate, where the A1g peak of MXene at ∼730 cm−1 can be clearly seen. (d) Raman spectra of
MXene flakes with different thicknesses confirmed by AFM measurements. The detailed AFM measurements and the full range Raman spectra can
be seen in the Supporting Information (SI). (e) IMXene/IPMMA as a function of the thicknesses of the MXene flakes measured by AFM, showing a
linear relationship. The parameters IMXene and IPMMA are the intensities of the Raman A1g peak of the MXene at 730 cm−1 and the CO Raman
stretching band of the PMMA at 810 cm−1.
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100× with power up to 10% could induce thermal oxidation of the
flake being measured. The mapping experiments were undertaken
using an automated stage with a step size between 0.5 and 1 μm.
Optical images of graphene flakes were obtained using the Wire 3
software and an objective of 100× in the Raman spectrometer
microscope. The shift of the Raman A1g (∼730 cm−1) band in the
specimens was studied following the application of strain on the
PMMA beam. The strain of PMMA substrates was determined using

a resistance strain gauge. All of the MXene spectra were fitted with a
single Lorentzian curve, while the baseline of all of the spectra was set
to float with the spectra fitted.

■ RESULTS AND DISCUSSION

Determination of MXene Flake Thickness. The
morphology of a Ti3C2Tx flake on PMMA was examined by

Table 1. Raman Band Shift Rates Measured at the Center of the Flakesa

# dωA1g/dε (cm−1/%) strain up to (%) top coating thickness (nm)/method lateral size (μm) γA1g

1 −3.6 ± 0.9 0.5 coated 10 (IA1g/IPMMA) 8 0.76
2 −2.4 ± 0.2 0.5 coated 25 (IA1g/IPMMA) 8 0.51
3 −1.4 ± 0.7 0.5 coated >40 (IA1g/IPMMA) 6 0.29
4 −3.3 ± 0.9 0.5 coated 15 (IA1g/IPMMA) 5 0.70
5 −3.7 ± 0.5 0.6 coated >40 (IA1g/IPMMA) 19 0.78
6 0.1 ± 0.3 (no shift) coated >40 (IA1g/IPMMA) 30
7 −3.6 0.4 (only) coated >40 (IA1g/IPMMA) 19 0.76
8 −3.3 ± 0.5 0.6 uncoated 6 (AFM) 5 0.70
9 −3.7 ± 0.6 0.6 uncoated 3 (IA1g/IPMMA) 5 0.78
10 −2.8 ± 0.8 0.6 uncoated 4 (IA1g/IPMMA) 3 0.59
11 −2.5 ± 0.3 0.6 uncoated 10 (AFM) 5.5 0.63
12 −3.4 ± 0.3 0.6 uncoated 4 (IA1g/IPMMA) 4 0.72
13 −3.7 ± 0.2 0.4 uncoated 3 (IA1g/IPMMA) 8.5 0.78
14 −3.7 ± 0.3 0.4 uncoated 3 (AFM) 8 0.78

aNos. 1−7 flakes are top-coated with PMMA and nos. 8−14 are uncoated. The detailed plots of the band shift rate are shown in Figures S3 and S4.
The thicknesses of all of the flakes are either estimated from the Raman intensity ratio IMXene/IPMMA or AFM. The three flakes measured by AFM
were included in the calibration of the Raman measurements, as shown in Figures 1e and S2. The lateral sizes were determined from optical
micrographs and the values of their aspect ratio were calculated (s = l/t). The values of Grüneisen parameter were calculated using eq 1.

Figure 2. (a) Schematic diagram of the strain-induced in situ Raman band shift experiment. The strain on the surface of the deformed beam is
uniaxial tension. (b) Raman spectra of the monolayer at 0 and 0.4% strain, showing a band shift of −1.9 cm−1/% at the A1g peak. The peak was
fitted using a Lorentzian curve and the strain was determined by a resistance strain gauge. (c) Strain-induced Raman band shift rate for all of the
flakes with a range of different lateral sizes and thicknesses. The average value of the band shift rate was found to be 3.3 cm−1/%. The color coding
was based on the no. of the flakes shown in Table 1.
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AFM, as shown in Figure 1a. The corresponding optical
micrograph of the flake is shown in Figure 1a (inset). The
AFM height profile of the flake shows a thickness of ∼3 nm,
which is an indication of a monolayer,25,49 even though the
nominal thickness of a monolayer MXene is ∼1 nm.50,51 The
increased height is attributed to the presence of surface
adsorbates that are trapped under the monolayer flake,49 a
phenomenon found previously for other 2D materials.52−55 It
can be seen from the three-dimensional (3D) view of the AFM
image in Figure 1b that the thickness across the MXene
monolayer is homogeneous, indicating complete exfoliation.
In contrast to the monolayer flake measured in Figure 1a,b,

representative “imperfect” MXene flakes on PMMA substrates
are shown in Figure S1 and described in the Supporting
Information, SI. It can be seen that flakes with defective
morphologies, including folds, partial restacking, and/or
incomplete exfoliation, were also present on the substrate.
These morphologies of 2D materials can result in unexpected
complexity in mechanical performance26 and interfacial stress
transfer.32,34 Therefore, in this study, such MXene flakes were
avoided for the micromechanical characterization.
The Raman spectra are presented for both the monolayer

MXene on PMMA and the reference PMMA in Figure 1c. The
only MXene band that can be clearly distinguished from the
PMMA spectrum is the A1g band at ∼730 cm−1, which is a
result of the out-of-plane vibration of carbon atoms.56,57 A
strong peak can be identified at ∼810 cm−1 for the PMMA,
which is assigned to the CO stretching vibration.58

In order that Raman spectroscopy could be used to estimate
the thickness of flakes being studied, the ratio of the intensity
of the A1g peak from the MXene (IMXene) and that of the CO
band of the PMMA (IPMMA) was calibrated against the
thickness of MXene flakes measured by AFM. The AFM
measurements were undertaken on five flakes with different
sizes and thicknesses that are shown in Figures 1a and S2.
These flakes were then located under the optical microscope of
the spectrometer and their Raman spectra were obtained
(Figures 1d and S2e for full spectral range: 50−1250 cm−1). It
was found that IMXene/IPMMA increased with the increasing
MXene flake thickness. When the MXene was thicker than
∼40 nm, however, the PMMA peak was absent from the
spectra due to the incident light being unable to penetrate the
MXene and interact with the PMMA underneath. The ratio
IMXene/IPMMA was found to have a linear relationship with the
AFM measured thicknesses, t, in Figure 1e, where IMXene/IPMMA
= 0.06t + 0.02, for a thickness t in nm, with an R2 coefficient of
0.99. It should be noted that this method of thickness
measurement using Raman spectroscopy is not universal and
requires calibration for the particular spectrometer being used
as the measured intensities can vary with the optical
characteristics of the instrument. It should be pointed out
that the top coating of the thin layer of the PMMA did not
affect the intensity ratio in our experience. We have shown a
spectrum of a coated thick flake (no. 5 in Table 1) in Figure
S2f, where the PMMA peak at 810 cm−1 was absent. This
enabled us to estimate the thickness of the flakes that were top
coated.
Strain-Induced Raman Band Shifts and Interlayer

Stress Transfer. Changes of the Raman band position with
strain in the center of MXene flakes were measured in situ, as
shown in the schematic diagram in Figure 2a. The strain was
applied to the PMMA beam using a four-point bending rig,
and the spectra at 0 and 0.4% strain for the monolayer flake in

Figure 1a are shown in Figure 2b. It can be seen that the
position of the A1g Raman band of the MXene undergoes a
downshift, as a result of the stress being transferred from the
matrix to the flake. The band positions were obtained by
Lorentzian curve fitting, and the downshift of the A1g band was
found to be around −1.9 cm−1 at a strain of 0.4%.
We performed similar measurements at the centers of 14

flakes, of which seven flakes were coated (nos. 1−7) with a
thin layer of PMMA on the top and the other seven were
uncoated (nos. 8−14). The normalized A1g band positions are
plotted against the applied strain for the 13 flakes measured in
Figure 2c (flake no. 6 showed no band shift) and plotted
individually in Figures S3 and S4. The full width at half-
maximum (FWHM) of all of the flakes are tabulated in Table
S1. As can be seen, the FWHM of the different flakes measured
were found to be similar. Regarding flake no. 6, where no band
shift was shown, the reason is believed due to the fact that a
good interface might not have formed. Although the upper
surface can easily be seen under the optical microscope (Figure
S3f), the morphology of the flake underneath the surface could
be complex, leading to a poor interface. Overall, the A1g band
peak positions shifted to lower wavenumbers with strain up to
0.4% with an average band shift rate (dω/dε) of −3.3 cm−1/%
over this strain range (Figure 2c). However, for higher strains
from 0.4 to 0.6%, A1g band positions became scattered,
possibly due to interfacial slip at the higher strain. Similar
behavior has also been seen during the deformation of thin
flakes of other 2D materials.29,44 The detailed results including
the band shift rate, thickness of flakes, the lateral sizes of flakes,
and the calculated Grüneisen parameter for the A1g mode can
be seen in Table 1.

Grüneisen Parameter. The Grüneisen parameter is used
to describe how the change in volume of a crystal lattice affects
its vibrational properties. In terms of strain engineering of 2D
materials, the Grüneisen parameter can be calculated from the
Raman band shifts, which reflects the rate of phonon shift
under strain. The Grüneisen parameter for the A1g mode can
be evaluated from the Raman band shift rate using the
equation59

d

d (1 )A

A

A
01g

1g

1g

γ
ω

ε ω ν
= −

· − (1)

where (dωA1g
/dε) is the strain-induced Raman band shift rate,

ωA1g

0 is the A1g band position (∼730 cm−1), and ν is the
Poisson’s ratio of the substrate (0.35 for PMMA). The
Grüneisen parameter for the A1g mode for uniaxial tension was
calculated for all of the flakes measured in this work (listed in
Table 1) and gave values mostly in the range between 0.6 and
0.8. If we take an average value of the measured band shift rate
(−3.3 ± 0.5 cm−1/%), then the Grüneisen parameter, γA1g

, is
given by 0.70 ± 0.15.
A previous study60 by Zhang and co-workers upon

subjecting Ti3C2Tx MXene to hydrostatic pressure reported a
value of γA1g

of 0.29. They determined the strain by
undertaking measurements of the change in lattice parameters
of the MXene under pressure and used the out-of-plane strain
from the change in c lattice parameter for the calculation of the
Grüneisen parameter. In our study, we subjected MXene flakes
to in-plane strains and obtained a higher value of γA1g

. It should
be pointed out that at this stage that molecular crystals do not
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have a single value of γA1g
. In fact, the Grüneisen parameter for

molecular crystals should be represented as a tensor, in a
similar way to three-dimensional stresses and strains.61,62 This
means that there are different components of γA1g

, one for out-
of-plane strains, determined by Zhang et al.,60 and another for
in-plane strains, determined in this presented study. For-
tunately, Zhang et al. also measured the in-plane strains from
the change in the a lattice parameter under pressure, which
they found to be more than 3 times lower than the changes in
the c lattice parameter. This leads to a value of γA1g

for in-plane
strains of more than 3 × 0.29 ≈ 0.9 for their pressurization
study,60 close to our value of 0.70 ± 0.15 determined from the
present investigation by straining Ti3C2Tx MXene on a
substrate.
Stress Transfer and Interfacial Shear Strength. By

introducing our previous approach established for gra-
phene,27,29 it was also possible to monitor the stress transfer
from the PMMA substrate to the MXene by mapping the strain
distribution over a MXene flake. Herein, we focus on the two
monolayers (flake nos. 13 and 14) for the analysis of interfacial
stress transfer and the determination of the interfacial shear
strength. As can be seen from Figure 3a−d, the contour maps
of band positions mirror the profile of the flake, the optical
micrograph of which is highlighted in Figure 3e. At 0% strain,
the Raman wavenumbers of the A1g band were at ∼729 cm−1

for most of the area of the flake. However, some areas in the
central part of the flake displayed wavenumbers down to ∼728
cm−1, possibly due to variations in terminating groups that
affect the vibration frequency of the radiated light slightly.56

With increasing strain applied to the PMMA beam, the band
positions of the flake central area shifted gradually to lower

wavenumbers and finally down to around 727 cm−1 at a strain
of 0.4%. The direction of the applied strain is indicated in
Figure 3e. When the strain was increased to 0.6%, however, the
A1g band did not undergo any further downshift relative to
0.4% strain, indicating possible interfacial slippage.63 To
convert band position mappings into the strain distribution
within the flake, we normalized the band positions of 0.2, 0.4,
and 0.6% strains to that of 0% strain by subtraction of the band
positions at 0% strain. The strain of the MXene at a given
location, εMXene, is given by

(d /d )MXene
A
strain

A
0

A ref

1g 1g

1g

ε
ω ω

ω ε
=

−

(2)

where ωA1g

strain is the band position of the A1g band at the strain

of the measurement, ωA1g

0 is the band position of A1g at the

strain of 0%, and (dωA1g
/dε)ref is the reference band shift rate

(−3.7 cm−1/% for flake no. 13 in Table 1). Hence, strain
distributions across the MXene flake were obtained at 0.2, 0.4,
and 0.6% and are shown in Figure 3f−h. It can be seen that the
strain of the MXene flake builds up from the edges of the flake
(left and right in the figures) and reaches a plateau value at the
central area of the flake (with some scatter of the data).
We were then able to analyze the stress transfer efficiency

using the shear-lag theory adapted for 2D materi-
als.27,29,30,32,40,44 The detailed strain distributions along the
axial direction at 0.2 and 0.4% are plotted in Figure 4a as a
function of position (shown by the dashed line in Figure 3e).
The strain along the MXene flake (εM) can be fitted by the
shear-lag theory and is given by29

Figure 3. (a−d) Contour maps of A1g band positions at strains of 0, 0.2, 0.4, and 0.6% for a monolayer MXene; (e) optical micrograph of the
measured flake; the strain direction is indicated by the arrows, while the dashed line indicates the line mapping positions corresponding to Figure
4a,b; and (f−h) strain distribution at 0.2, 0.4, and 0.6% strains obtained by subtraction of band position mappings at 0.2, 0.4, and 0.6% to that of
0% based on eq 2. (This flake is no. 13 in Table 1.).
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where εm is the strain of the matrix; ( )n G
E

t
T

2 m

M
= , s and l are

the aspect ratio and length of the flake; t is the thickness of the
flake (∼1 nm for monolayer)25 and T is the thickness of the
matrix surrounding the flake; Gm and EM are the shear modulus
of the matrix and the effective modulus of the MXene flake;
and x refers to the axial position along the flake. It can be seen
in Figure 4a that the experimental data can be fitted to eq 3
using an ns value of 20, which gives good agreement with the
experimental data at both 0.2 and 0.4% strain. Another
monolayer was also examined using the same method (shown
in Figure 4c), and this gave an ns value of 25. It is known that a
higher ns value represents better interfacial stress transfer from
polymers to the 2D material.29,30 Overall, we can conclude that
the stress transfer efficiency from the polymer to the
monolayer MXene is similar to that for monolayer graphene
(ns ∼ 20).29

With the ns values determined, the interfacial shear stress, τi,
at the flake ends can now be calculated using29

( )
( )

nE
nssinh

cosh

x
l

nsi M m

2

τ ε= [ ]
(4)

where EM can be taken as the modulus of the Ti3C2Tx MXene
monolayer (330 GPa).25 The value of n can be obtained from
the ns value of 20. Using the aspect ratio, s (=l/t), n is
determined to be 0.002 (flake no. 13 in Table 1), where the
thickness t is taken as 1 nm for a monolayer. The interfacial
shear stress values at the flake ends were estimated from the
plots of eq 4 in Figure 4b to be 1.5 and 3.0 MPa for 0.2 and
0.4% strain, respectively. In addition, we performed the same
analysis on another monolayer with an ns of 25 (Figure 4d and
flake no. 14 in Table 1, n = 3.1 × 10−3) mapped at 0.2 and
0.4% gave an interfacial shear stress of 2.0 and 4.0 MPa,
respectively (Figure 4d). Thus, the interfacial shear stress of
the monolayer MXene flakes on the PMMA substrate were
slightly higher but of similar values compared with those of
monolayer graphene at 0.4% (τi ∼2.3 MPa).

Reinforcing Efficiency of MXenes. The Raman band
shift rates upon applied strains can be correlated with the
effective modulus of MXene flakes. The effective modulus
corresponds to the reinforcement which the flakes give in the
composite and is a function of the intrinsic MXene modulus,

Figure 4. (a) Strain distribution of the MXene flake no. 13 at 0.2 and 0.4% matrix strain; the data points are fitted by shear-lag theory (eq 3); and
the ns value obtained is 20. (b) Interfacial shear stress against the position at 0.2 and 0.4% strains based on eq 4; the maximum interfacial shear
stresses at the flake ends at 0.2 and 0.4% strain were found to be 1.5 and 3.0 MPa, respectively. (c) Strain distribution of the MXene flake no. 14, at
0.2% and 0.4% strain of the matrix; the data points are fitted by shear-lag theory (eq 3); and the ns value obtained is 25. (d) Interfacial shear stress
against positions of the measurement at 0.2 and 0.4% strain based on eq 4; the maximum interfacial shear stress at the flake ends were obtained to
be 2.0 and 4.0 MPa, respectively.
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interlayer shear between the layers of the flake, length of the
flake, orientation of the flake relative to the strain, and the
strength of the polymer−flake interface.27,44 The band shift
data for all of the flakes measured at flake centers have been
listed in Table 1, along with their various lateral sizes and
thicknesses. It was found that only a minor difference of band
shift rates could be found for variations of the MXene
thickness measured by AFM from 3 nm up to >40 nm. In
contrast, the strain-induced Raman band shift rate of graphene
decreases significantly with an increasing number of layers
(−52, −53, −44, and −8 cm−1/% for mono-, bi-, tri-, and
many-layer graphene, respectively).28 To examine the inter-
layer stress transfer and effective modulus of MXenes
quantitatively, we adapted our previous approach on the
determination of effective modulus of multilayer graphene
obtained from Raman band shift30 and its correlation to the
aspect ratio of the flake. We have demonstrated in Figure 4
that the strain of the flake is a function of the positions of
measurement along the flake. At the center of a flake, the
highest strain of the flake can be achieved and therefore gives
the highest band shift rate along the flake. This maximum band
shift rate at the flake center is given by

ns(d /d ) (d /d ) 1 sech( /2)A center A ref1g 1g
ω ε ω ε= ·[ − ] (5)

where the reference A1g band shift for MXene, (dωA1g
/dε)ref,

takes the value of −3.7 cm−1/% that was obtained from the
monolayers. When the value of ns is high (>10), the value of
sech(ns/2) is close to zero, which indicates that the critical
length of stress transfer is achieved, and therefore, the band
shift rate at the flake center is the same as the reference A1g
band shift for MXene (−3.7 cm−1/%).
The values of the band shift rate measured at the center of

the flakes are plotted as a function of the aspect ratio (s) of the
flakes in Figure 5. It should be noted that the aspect ratio of
the flakes was determined by taking the thickness of the flakes t
= tAFM − 2 as a calibration. Figure 5 shows that the values of
band shift of uncoated flakes fit well with the theoretical curve

(eq 5) with an n value of 3.5 × 10−3. This value shows
excellent consistency with the monolayer flakes discussed in
Figure 4. For the coated flakes, on the other hand, data points
lie on the theoretical curve with an n value of 13 × 10−3,
indicating a higher stress transfer efficiency from the matrix to
the flakes due to the top coating of PMMA. The top-coated
flakes can be analogous to the case when MXenes are mixed
homogeneously in a polymer matrix, where the 2D material
has two interfaces with the polymer. From Figure 5, we can
conclude that the critical length for stress transfer of MXene
can be reached when the aspect ratio of a coated flake is
greater than ∼500.
We can then estimate the reinforcing efficiency of MXene

flakes with various sizes in a matrix polymer using the rule-of-
mixtures adapted for 2D materials, where the modulus of the
composite is given by

E E V E V(1 )c O L eff f m fη η= + − (6)

where ηO is the orientation factor that is between 0.53 for
random orientation and 1 for in-plane orientation, Eeff is the
effective modulus of the flake, Vf is the volume fraction of the
filler, and ηL is the length factor which is given by

ns
ns

1
tanh( /2)

/2Lη = −
(7)

The product (ηO·ηL·Eeff) can be rewritten as Ef, the filler
modulus, taking the orientation and length factors into
account.
We hereby analyze the reinforcing efficiency of multilayer

flakes evaluated. The contour maps of A1g band shift of a
coated multilayer were obtained from Raman mapping and
shown in Figure S5. The ns value was determined to be 8 for
the flake with a thickness of >40 nm and a lateral size of 19 μm
(aspect ratio ∼500). With respect to this multilayer, we can
give the effective modulus of the flake under uniaxial tension
using eq 7. The band shift rate is −3.7 cm−1/% (flake no. 5 in
Table 1), the same as the monolayers measured. The value of
Eeff can therefore take 330 GPa, while the ns value was
evaluated to be 8 and ηL was calculated to be 0.75. For this
flake, the filler modulus Ef (=ηO·ηL·Eeff) is therefore determined
to be ∼250 GPa for perfect in-plane orientation. In the case
when loading of flakes with similar sizes dispersed in bulk
composite samples, the filler modulus would reduce to ∼125
GPa for randomly oriented fillers. However, the control of
flake size of MXene remains a challenge since the aspect ratio
of a large batch of MXene flakes produced could vary
significantly. We line mapped two more flakes with lower
aspect ratios (flake nos. 4 and 7), as shown in Figure S6. The
ns values obtained were around 5. Using the same approach,
the filler modulus Ef (=ηO·ηL·Eeff) is determined to be ∼170
GPa for perfectly in-plane orientation and ∼85 GPa for
random orientation. This is similar order to the effective
modulus estimated for a multilayer MXene in an epoxy matrix
(22−66 GPa).24 The slight discrepancy could be due to the
possible poor interface of some of the flakes (such as flake no.
6 in this work that shows no band shift under uniaxial strain)
or varied morphologies (loops or folds as shown in Figure S1)
in the bulk composite samples, which may give a little
contribution to reinforcement.

Figure 5. A1g band shift rate against the aspect ratio of all the flakes
measured at the flake center. The black and red data points are for the
uncoated and coated flakes, respectively. The theoretical lines were
plotted based on eq 5 with n values of 3.5 × 10−3 and 13 × 10−3,
which fit well with uncoated and coated samples, respectively.
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■ CONCLUSIONS
In this work, the mechanical properties of Ti3C2Tx MXene on
a polymer substrate were investigated by Raman spectroscopy,
while a uniaxial strain was applied in situ. The thicknesses of
the flakes on PMMA were examined using atomic force
microscopy (AFM) and correlated with the Raman intensity
ratio of IMXene/IPMMA (A1g/CO), allowing Raman spectros-
copy to be used for estimating the flake thickness. Moreover,
the interlayer and interfacial stress transfer of the MXene were
investigated using strain-induced Raman band shifts by
focusing on the A1g band of Ti3C2Tx at 730 cm−1. The
average shift rate of the A1g Raman band of MXene was
determined to be ∼3.3 cm−1/% for strains up to 0.4−0.6%,
giving a Grüneisen parameter of 0.70 ± 0.15. Importantly, it
was shown that the band shift rate was much less dependent
upon the number of layers than for multilayer graphene,
indicating better interlayer stress transfer; hence, an MXene’s
modulus is less dependent upon thickness. The strain along the
MXene flakes was further mapped using Raman spectroscopy
at different strains of the polymer substrate. It was
demonstrated that the strain distributions across the MXene
flakes on PMMA displayed an excellent agreement with the
shear-lag theory. The interfacial shear strength at the flake ends
was evaluated to be of the order of 3−4 MPa, up to 0.4%
strain, i.e., similar to graphene,29 indicating that the polymer/
MXene interfacial stress transfer took place principally through
van der Waals bonding. The effective modulus of multilayer
MXene, taking the size effect into account, was evaluated to be
from the order of 10−100 GPa, depending on the aspect ratio
of the flake. Overall, we have demonstrated that the most
influential factor determining the mechanical performance of
Ti3C2Tx in a polymer matrix is the aspect ratio of the flake. An
effective aspect ratio of the order of >500 is expected to
facilitate good interfacial stress transfer and therefore give the
highest effective modulus when used to reinforce polymers.
This aspect ratio is currently achievable in 1−10 layer MXene
flakes.
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