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Abstract: Electrospun polymer fibers can be used as templates for the stabilization of metallic
nanostructures, but metallic species and polymer macromolecules generally exhibit weak interfacial
adhesion. We have investigated the adhesion of model copper nanocubes on chemically treated
aligned electrospun polyacrylonitrile (PAN) fibers based on the introduction of interfacial shear strains
through mechanical deformation. The composite structures were subjected to distinct macroscopic
tensile strain levels of 7%, 11%, and 14%. The fibers exhibited peculiar deformation behaviors that
underscored their disparate strain transfer mechanisms depending on fiber size; nanofibers exhibited
multiple necking phenomena, while microfiber deformation proceeded through localized dilatation
that resulted in craze (and microcrack) formation. The copper nanocubes exhibited strong adhesion
on both fibrous structures at all strain levels tested. Raman spectroscopy suggests chemisorption as
the main adhesion mechanism. The interfacial adhesion energy of Cu on these treated PAN nanofibers
was estimated using the Gibbs-Wulff-Kaischew shape theory giving a first order approximation of
about 1 J/m?. A lower bound for the system’s adhesion strength, based on limited measurements of
interfacial separation between PAN and Cu using mechanically applied strain, is 0.48 J/m?.

Keywords: nanofibers; microfibers; aligned electrospun fibers; nanostructures; copper; adhesion energy;
Gibbs-Wulff-Kaischew shape theory; energy release rate

1. Introduction

The filamentary polymer architectures traditionally engendered by the electrospinning process
have enabled the development of functional material systems and devices that are underpinned
by design manipulations at micron and nanometric scales. Leveraging the relative ease of polymer
chemistry modification, a high surface-area-to-volume ratio as well as process flexibility [1], electrospun
fibers have served as matrices for encapsulation of functional organic and inorganic materials [2] and
as robust templates for directed growth confinement of nanostructures [3]. Consequently, hybrid
materials based on electrospun fibers have been instrumental in the engineering of targeted drug
therapies, filtration membranes, scaffold design for regenerative medicine, electromagnetic interference
shielding devices, and membrane fuel cell cathodes [4-7].

Metallic nanostructures are known to possess striking magnetic, thermal, electronic, and surface
properties markedly distinct from those of the bulk [8]. However, the efficient and extended utility of these
properties can be attenuated by spontaneous aggregation typically encountered in these nanostructures,
being a structural response to reduce their surface energy. Polymers have been widely used to hinder
aggregation and bestow stability on metallic nanostructures [9]. Hierarchical structures of conformal
metallic nanostructures—either as consolidated films or discrete particles—have been successfully
immobilized on electrospun nanofibers and microfibers for a broad range of applications [10,11].
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In principle, the contrast between the intrinsic strong cohesive energy of metallic species and the
weak van der Waals forces that hold together polymer macromolecules strongly influences interfacial
interaction, creating weak adhesion in most metal-polymer systems [12]. As a result, in the context of
metallic nanostructures on electrospun fibers, procedures including wet chemical treatments [3] and
plasma bombardment [13] that impart functional chemical groups as well as surface micro-roughness
have been deployed to improve adhesion at the metal-polymer fiber interface. Despite the importance
of a strong interfacial adhesion on structural integrity and material performance, systematic empirical
evaluation of adhesion of metallic nanostructures on electrospun fibers in the literature is surprisingly
scant. Sonication [3,14], peel tests [15], and inductively coupled mass spectrometry of resultant
suspensions after mat immersion [16] have been utilized as measures to assess nanoparticle adhesion
or debonding. In the broader research schemes in which these adhesion tests are typically performed,
the results are understandably interpreted on a pass or no pass basis based on global or aggregate
behavior of the metallic nanostructures on the non-woven fiber architectures. For applications in which
the electrospun structures are subjected to mechanical strain (i.e., when being used as water filters
where flow causes non-woven membranes to flex) poorly adhered nanoparticles can cause the structure
to lose efficacy and lead to potential release of nanoparticles into the environment. Therefore, creating
both the structure with well adhered nanoparticles of metal and developing a quantitative assessment
of the adhesion of said structures will enable improved design for reliability in these systems.

In this paper, we utilize a bottom-up method to grow well-defined, discretely distributed
copper nanocubes on aligned polyacrylonitrile (PAN) nanofibers and microfibers based on electroless
deposition from aqueous solutions. The interesting mix of hydrophilicity, chemical stability,
and strong mechanical performance of electrospun PAN fibers has enabled their widespread
adoption and adaptability as functional scaffolds for diverse application designs [17,18]. Furthermore,
metallic nanocubes classically possess a high surface area harnessed for catalysis, and through anchoring
on electrospun fibers, a surface area synergy is achieved that enhances functional efficacy [19,20].
More pertinently, the cubic crystal habit represents a model nanostructure for the study of interfacial
adhesion between a polymer fiber and a metallic particle due to its shape simplicity and a defined contact
area that aids microstructural evaluation at the interface. Nominally, copper has a low reactivity that
precludes the formation of strong adhesion on untreated polymeric surfaces [12], so fibers were subjected
to chemical treatment based on alkaline hydrolysis. Uniaxial tensile tests are conducted at distinct strain
levels to systematically introduce shear stress states at the cube—fiber interface. Raman spectroscopy is
conducted to investigate modifications in fiber chemistry due to the metallization process, providing
insights into likely mechanisms for adhesion. Lastly, we make an approximation of the adhesion energy
of the copper nanocubes on the fibers using geometric relationships based on the Gibbs-Wulff-Kaischew
model and energy release rates during crack propagation.

2. Materials and Methods

Nanometric aligned PAN fibers were electrospun from a 10 wt.% PAN (Mw = 150,000,
Sigma-Aldrich, St. Louis, MI, USA)/1 wt.% acetone (>99.5%, Sigma-Aldrich, St. Louis, MI, USA)
solution in N,N-dimethylformamide (DMF, >99.8%, Sigma-Aldrich, St. Louis, MI, USA) using a
Spraybase vertical electrospinner configuration with parallel electrodes. The solution was dispensed
through a 24-gauge blunt needle at a flowrate of 0.20 mL/h towards grounded electrodes in a
configuration, as demonstrated in Figure 1a. The needle was held at 7.6 kV at a separation distance
of 4.5 cm from the substrate. Deposition proceeded for 10 min at a time before careful transfer to
circular nylon washers (ID: 14 mm; ED: 22 mm), which offered a robust support structure for the fiber
mats. Aligned polyacrylonitrile (PAN) microfibers were prepared from a 12 wt.% PAN solution/1 wt.%
acetone. Fibers were electrospun from a 24-gauge blunt needle held at a separation distance of 11 cm
from a rotating drum collector, shown schematically in Figure 1b. Solution flowrate was maintained at
0.30 mL/h for stable electrospinning, with the needle at +2.28 kV and the drum at —2.58 kV. The drum
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was rotated at 1800 rpm to align the fibers as they were electrospun. Deposition proceeded for 20 min
before transfer of fiber mats to nylon washers.
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Figure 1. (a) Parallel electrode configuration for polyacrylonitrile (PAN) aligned nanofiber processing.
(b) Rotating drum configuration for PAN aligned microfiber processing. (c) Schematic of the electroless
deposition procedure for nanocube growth.

2.1. Nanocube Growth on Aligned Fiber Mats

The fibers were permanently affixed to the nylon washers (22 mm X 14 mm X 1.2 mm) with epoxy
glue and allowed to cure for 24 h. To mitigate or eliminate handling-induced fiber deformation during
the deposition procedure, samples were affixed to L-shaped strips wrapped with carbon adhesive tape
that enabled easy transportation between baths. The deposition protocol is shown schematically in
Figure 1c. First, samples were cleaned in a 1.63 M solution of sodium carbonate (Na;CO3) for three
minutes. Next, samples were immersed in 1 M solution of sodium hydroxide (NaOH) at a temperature
between 45-50 °C for fifteen minutes. The aligned fibers were seeded with silver species to catalyze
subsequent copper deposition. An amount of 200 pL of ammonia solution (NH4;OH) was added to a
10 mL solution of 0.01 M AgNO3 under constant stirring. Lastly, a 5 mL solution containing 10 wt.%
glucose was added to the solution and stirred for 1 min. To prevent possible photocatalytic reduction
of silver, the reaction vessel was wrapped with aluminum foil. Samples were immersed in the silver
baths for 1 min and subsequently rinsed with a copious amount of deionized water. There was no
apparent change in color or translucence of the samples (due to low number density of fibers). A fresh
silver bath was prepared for each sample. All seeding baths were operated at room temperature under
quiescent conditions. The chemicals used were reagent grade.

2.2. Electroless Copper Deposition

0.1 g of copper salt (CuSO4.5H;0) and 0.6 g of disodium ethylene diamine tetraacetate
(NapH,EDTA) were dissolved and mixed in 20 mL of deionized water. An amount of 280 uL
of formaldehyde (HCHO) was added into the solution. Drops of sodium hydroxide solution (0.92 g
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NaOH + 20 mL H;0O) were pipetted into the solution to adjust the pH of the electroless bath to
~12.5, measured using a pH meter (AB15, Thermo fisher scientific). The silver-seeded fibers were
immersed for 15 min at room temperature also under quiescent conditions. The clear blue color of the
bath gradually turned pale green, which subsequently became deep green with attendant turbidity,
signifying homogenous precipitation of copper in the solution. Afterwards, samples were rinsed in
deionized water and air-dried. A fresh bath was prepared for each sample.

2.3. Tensile Testing

Uniaxial tensile tests were carried out on an Admet load frame (Model No. 7603) at a cross head
speed of 0.5 mm/min in displacement control. The samples (the washers and fiber mats) were gripped
by specialized serrated jaws to prevent slippage during tensile loading. Nominal gage length of the
samples was 14 mm. Interfacial adhesion under distinct strain levels of 7%, 11% and 14% strain was
systematically investigated. After each test, samples were extracted and prepared for imaging in a
methodical manner.

2.4. Characterization

Post mortem imaging was carried out on the FEI Nova NanoSEM scanning electron microscope
equipped with an Everhart-Thornley detector (ETD) operated in secondary electron detection mode.
Prior to imaging, all samples were sputter-coated with a thin (*2 nm) layer of platinum using
a Cressington (208HR) sputter coater at a plasma current of 40 mA for 60 s. Fiber dimensions
and orientation distribution were measured using Image] (National Institute of Health, MD, USA).
Energy dispersive spectroscopy (EDS) was performed on the same microscope using an Oxford INCA
energy system with a 30 mm window. Raman spectroscopy was conducted to provide insights into
modifications in fiber chemistry and its implications for interfacial adhesion between the nanocubes
and PAN fibers; Raman shifts were collected using a Renishaw inVia Raman microscope with a 532 nm
laser (at 1% power) with a grating of 2400 L/mm and an objective lens of 100x.

3. Results and Discussion

Both electrospinning configurations for fiber alignment, that is, parallel electrode and rotating
drum configurations, yielded good directionality as shown in microstructures, Figure 2a,b, for the
nanofibers and microfibers, respectively. The orientation distribution for both sets of fibers are shown
in Figure 2c. Topographically, the nanofibers had a smooth surface (inset Figure 2a); on the other hand,
the microfibers exhibited ridge-like surface relief, likely artefacts from the solvent evaporation process
(inset Figure 2b).
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Figure 2. As-spun aligned polyacrylonitrile fibers. (a) Nanofibers. Inset: higher magnification.
(b) Microfibers. Inset: higher magnification. (c) Orientation distribution of both nanofibers and
microfibers. Size of scale bars in inset images is 1 um.
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Both fiber cross-sections were uniform along fiber length, with no occurrence of beads.
Average fiber diameters and standard deviation for the nanofibers and microfibers were 336 + 46 nm
and 1.086 + 0.103 pm, respectively. The distribution’s sharp peak about the median angles (nominally
slightly displaced from zero) for both microfibers and nanofibers is indicative of good alignment.
Taking into consideration these angular offsets, approximately 66% of the nanofibers and 97% of
the microfibers were within + 10° of their major axial orientation. These estimates were made
based on corresponding area fractions in the distribution curve. The greater deviation in alignment
observed in the nanofibers can be attributed to a low flexural resistance, which is a function of
their thin cross-sections, inducing much greater angular offsets than seen in the microfibers; indeed,
global alignment is apparent, but local curvatures in individual fibers impede full rectilinear lengths as
displayed in the microfibers.

Metastable electroless solutions offer flexibility in compositional control, operational parameters,
morphology, and size modulation of nanocrystals in metal deposition procedures. In addition,
the necessary immersion of substrates into the solution aids homogenous deposition—of discrete
nanoparticles or consolidated nanoparticle films—for a non-planar substrate geometry as presented
by electrospun polymer fibers. Figure 3a,c show the evolution of well-defined copper nanocubes on
the nanofibers and microfibers, respectively. In addition to their slightly truncated edges or rounded
corners, the nanocubes had a disperse distribution on the PAN fibers. Average edge lengths of
the nanocubes on the nanofibers and microfibers were 137 + 39 nm and 124 + 27 nm, respectively
(size distribution shown in Figure S1, Supplementary Information). However, this difference is
not statistically significant given a p-value > 0.05—see Table S1 for a summary of the statistical
analysis. The cube edges not orthogonal to the fiber surface are used for the average edge length
computation. The significance of this will be discussed in later sections. High magnification elevation
view (of nanocubes on nanofibers) and planar view (of nanocubes on microfibers) are shown in
Figure 3b and d, respectively.

Figure 3. (a) Dispersed positions of nanocubes on nanofibers. (b) Higher magnification micrograph of
a well-defined nanocubes on nanofiber showing cube face anchored to the fiber surface. (c) Dispersed
distribution of nanocubes on microfibers. (d) Higher magnification micrographs of nanocubes anchored
to the surface of a single microfiber.
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Although the nanocubes predominantly evolved with a cube face contacting the supporting
PAN fibers, the intrinsic cylindrical shape of the fibers altered the original planar geometry of a
cubic facet, introducing commensurate curvature (shown more clearly in Figure 52, supplementary
information). However, this effect is considerably less pronounced on the microfibers due to their
greater cross-section in relation to the edge lengths of the cubes. Based on particle count, the nanocube
morphology accounted for 60—65% of all grown nanostructures on the PAN fibers; the remaining
structures were a mix of rose-petal, cauliflower, and bulbous shapes that formed as a result of secondary
nucleation on the facets of progenitor cubic crystals

In terms of the thermodynamics of crystal shape and growth, the surface energy of low-index
crystal facets typically dictates the resulting crystal habit or morphology [21]. Consequently, based on
the energetic sequence y1'1 < 100} < 1,110} the equilibrium shape of single crystals should either have
a full octahedral shape to maximize the manifestation of {111} facets [21] or have a truncated octahedral
shape based on the coevolution of {111} and {100} facets [22]. However, solution-based deposition
processes classically enable control over final crystal morphology through selective stabilization
of specific crystal facets with designated capping agents or surfactants [23,24]. With respect to our
experiment, the cubic crystal habit, composed of {100} facets, was obtained without the use of exogenous
capping agents. While primarily aiding the complexation of copper ions (Cu?") in the electroless
bath to mitigate spontaneous precipitation of these species in the bulk of the solution, the carboxylate
functional groups present in the EDTA molecule have also been proposed to preferentially interact
with the {100} facets, inhibiting growth in the <100> directions relative to the <111> directions and
effectively constraining the final crystal morphology to a cubic shape [25]. Additionally, by virtue of
the conformation of the copper nanocube interface to the substrate curvature, it is conceivable that
cubic crystal evolution on the fibers is achieved through a concerted stabilization process that involves
active surface species derived from prior chemical treatment.

Energy dispersive spectroscopy (EDS) was performed for elemental identification. Figure 4 shows
elemental maps derived from characteristic X-ray lines for Ag (Lxl), Cu (Kxl), and O (K«l).
The elemental maps show that the cubic structures are indeed composed of copper species. In addition,
x-ray diffraction data from preliminary studies (not included) identified the nanoparticulate crystalline
phase of pure copper. Furthermore, the short deposition time for the silver seeding process ensured
the precipitation of sparse and extremely small catalytic silver seeds that are below the resolution limit
of the SEM.

Figure 4. SEM and EDS mapping of copper nanocubes on aligned nanofibers.
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3.1. Fiber Deformation and Copper Nanocube Adhesion

Traditionally, when a metal film is supported by a polymer substrate, and the resulting composite
structure is subjected to a tensile load, the more compliant polymer material can suppress strain
localization, a prelude to delamination, in the metal film, ultimately facilitating a congruous deformation
behavior [26]. Alternatively, the compliant substrate can “shield” a stiff material by absorbing most
of the deformation strain if they are attached as islands rather than conformal films [27]. The copper
nanocubes grown on the PAN fibers approximate the latter case. Additionally, electrospun fibers present
a distinct geometry as well as special size-dependent micromechanical deformation characteristics [28].
Because of the expected discrepancy in induced strain coupled with the aforementioned “shielding”
effect, integrity of interfacial adhesion is necessarily evaluated in regions with demonstrably high
strain concentrations, i.e., necks and the immediate vicinities of surface microcracks or tears. Figure 5
shows representative micrographs of copper nanocubes anchored to the surface of the nanofibers
at the different strain levels. Firstly, the electrospun PAN nanofibers accommodated multiple neck
regions at all induced strain levels, indicating an intermittent occurrence of surface instabilities [29].
However, in contrast to macroscale deformation, extensive propagation of each necked region is
restricted by adjacent necks [30]. The distance between necks and neck amplitude—calculated as half
the difference between average fiber diameter and fiber diameter at the neck—ranged from 90-280 nm
and 70-300 nm, respectively. Figure 5a shows a typical copper nanocube anchored to a nanofiber
at zero applied strain. Figure 5b provides a general illustration of incipient neck formation in the
nanofibers: a circumferential discontinuity or microcrack precedes neck formation and elongation.
Moreover, this occurs in close proximity to a nanocube, and it is not improbable that the nanocube is in
a high strain field of the fiber substrate. However, this effect might be negated by possible relaxation of
surface layer macromolecules aided by their greater chain mobility due to less kinematic hindrance
from entanglements [31]. Figure 5c shows deformation at 7% strain where a copper nanocube is
firmly anchored to a visibly necked region, with no apparent signs of delamination. Previous work
on deformation of a single PAN nanofiber established the onset of plastic deformation to be between
5-10% engineering strain [29]. At a higher strain of 11%—see Figure 5d—substantial reduction of
the nanofiber cross-section (d ~186 nm) can be seen, coupled with periodic undulation as a result of
multiple neck formation. Remarkably, the copper nanocubes maintained contact, indicating good
adhesion despite possibly enhanced interfacial shear from induced strain mismatch. Nevertheless,
a closer inspection of the microstructure reveals the presence of an arrested interfacial crack that
apparently propagated from a cube edge. An approximate elevation view of this observation will be
introduced in later sections on the computation of interfacial adhesion energy where it is germane
to the discussion and analysis. Applied strains of 14%—see Figure 5e—did not necessarily translate
to thinner nanofiber cross-sections, which would have aided evaluation at even greater interfacial
shear or at extended interfacial crack lengths; instead, more necking regions were formed along the
nanofiber length. Nonetheless, the copper nanocubes overall exhibited good adhesion, underscoring a
robust interface. We must note here that due to the inevitable misalignments in the nanofibers with
respect to the loading axis, the magnitude of localized strain in the necked regions may differ from the
stated global or far-field strains. Additionally, the extensive (mm) gage length meant that regions of
strain concentration and attendant multiple necking phenomena were interspersed with undeformed
fiber sections across the nanofiber length.
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Figure 5. Representative microstructures for (a) a copper nanocube on a single nanofiber at zero strain;
(b) incipient neck region showing nanocubes in vicinity of surface crack; (c) nanocube anchored to
underlying neck region at ¢ = 7%; (d) adhered nanocubes on neck region at ¢ = 11%; (e) adhered nanocubes
on neck region at £ = 14%.

Differences in polymer macromolecule configuration in PAN microfibers and nanofibers influences
overall micromechanical deformation behavior or features with respect to stress/strain transmission
during tensile loading. Chiefly, because their higher aspect ratio makes them more amenable to applied
electrostatic drawing effects during processing, nanofibers possess an enhanced chain orientation or
alignment along the fiber axis to a greater extent than microfibers [32-34]. Figure 6 shows representative
microstructures of copper nanocubes on microfibers at the different strain levels.
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Figure 6. Representative microstructures for: (a) PAN microfiber at zero strain; (b) € = 7%; (c) adhered
nanocubes in path of advancing transverse crack at ¢ = 11%; (d) adhered nanocubes at ¢ = 14%.

With respect to fiber deformation, the microfibers did not exhibit necking phenomena during
tensile loading, in contrast to observations of the nanofibers. Rather, craze formation (Figure S3,
Supplementary Information) and attendant transverse tears (or microcracks) from strain accumulation
were observed to have been sporadically distributed, approximating bulk deformation behavior.
However, slight reductions in microfiber diameter may have been counteracted by elastic recovery
prior to SEM imaging. It has been proposed that the greater lateral entanglements in bulk polymers
inhibits chain ductility, causing local dilatations that ultimately transform into crazes [35]. Consequently,
plastic deformation in single microfibers is substantially reduced or restricted [29]. Based on this
limitation in plastic flow, we posit that interfacial shear, in comparison to that in the nanofibers,
is significantly diminished. Notwithstanding, Figure 6a shows a representative microstructure of a
cube-supporting microfiber at zero strain. A typical microstructure at 7% applied strain is shown in
Figure 6b, where the propagation of a transverse microcrack through an interfacial area is evident.
In theory, the presence or evolution of microcracks at an interface portend a weakening adhesion,
which may lead to delamination or debonding events [36]. Empirically, crack formation proceeds
from fiber surface, and then propagates through fiber thickness—see Figure S3a,b, Supplementary
Information. At strains of 11%—see Figure 6c—pronounced interfacial microcrack is observed,
with nanocube contact still preserved. Striking adhesion of contiguous copper nanocubes at the edge of
a fully developed microcrack “precipice” derived from an originally intact interfacial area is observed
in Figure 6d, for an applied strain of 14%, signifying well adhered nanostructures.

3.2. Raman Spectroscopy

Given the strong interfacial adhesion of the nanocubes on both fiber architectures,
Raman spectroscopy was used to probe possible modifications in fiber surface chemistry after
copper nanocube deposition. The obtained spectra are shown in Figure 7.
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Figure 7. Raman spectra of PAN fibers. (a) Pristine fibers. (b) Nanofibers after copper nanocube
deposition. (c) Microfibers after deposition.

The spectrum for pristine fibers is shown in Figure 7a, exhibiting a single sharp, intense peak at a
wavenumber of 2240 cm™!. This is also an IR active band, indicative of cyano functional groups [37].
Spectra for both nanofibers and microfibers after deposition are shown in Figure 7b,c. Broad and
partially conflated bands at 1350 cm ™! and 1580 cm™~! can be seen, respectively classified as the D and
G bands of carbonaceous materials [38]. At the same time, the cyano-band is dramatically reduced
in both structures. The G-band is indicative of the presence of graphitic structures from sp? bonded
atoms in ring and chain configuration on the fiber surface, suggesting a conversion of initial linear or
aliphatic PAN chain segments to cyclical structures; while the D-band is indicative of the presence
of structural disorganization or the existence of foreign atoms (or molecular entities) in surface PAN
macromolecules [38—40]. Furthermore, based on the peak heights, the band ratio (Ip/lg), for the
nanofibers and microfibers is 1.15 and 1.30, respectively, indicating that the PAN macromolecules on
the microfiber surface possess a slightly higher degree of disorganization than the nanofibers.

Altogether, these chemical and structural changes imply the existence of strong chemical bonds
at the nanocube-fiber interface, facilitating the strong adhesion observed in both nanofibers and
microfibers. It is also plausible that the bottom-up synthesis approach for the cubic nanostructure
formation helped optimize chemical interaction between the treated fiber surface and evolving crystals
during growth.

3.3. Interfacial Adhesion Energy

3.3.1. Strain Energy Release Model

The elastic mismatch between a stiff material affixed on flexible substrate imposes shear stress
states at the interface that can induce the nucleation and propagation of cracks. Figure 8 shows
the elevation view of a partially debonded copper nanocube in the necked region with an arrested
interfacial crack at applied nominal strains of 11%.
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Figure 8. Approximate asymmetric interfacial arrested crack between a copper nanocube and a necked
PAN nanofiber at ¢ = 11%.

Based on the mechanics of interfacial fracture, a resultant crack length upon debonding can be
used to approximate the adhesion energy following an analytical model developed by Sun [41] for the
estimation of interfacial fracture energy between stiff island structures and a soft substrate. A schematic
for an asymmetric debonding event is depicted in Figure 9, wherein a single debond crack propagates
from one end of an island edge. Equation 1 expresses the accompanying strain energy release rate, G,
as a function of the island width, L, the strain applied to the substrate, ¢, and the interfacial crack
length, a. Eg and E; are the plane strain Young’s modulus for the substrate and film, respectively

n 2 1 1\
G= E(.sapp) (L —Za)(E—; + E—f) 1)

>
< ' H >
>
" 2a
Eapp *—— —> &gy
P Substrate _

Figure 9. Schematic of asymmetric debonding of a cube “island” on a compliant or soft substrate under
the assumptions of plain strain conditions adapted from [41].

First, the energy release rate of a crack represents the total energy released during crack propagation
per unit increase in crack size [42]. In other words, the release rate represents the dissipation of
elastic strain energy in a material or at an interface as a consequence of crack growth. Specifically,
the marked distinction in the stiffness of the PAN nanofibers and copper nanocubes gives rise to a
non-steady-state condition wherein the energy release rate is dependent on the length of interfacial
crack [27]. As a result, at critical applied strains, the energy release rate firstly attains a maximum value
at attendant crack length that are substantially smaller than characteristic island size or dimension.
The energy release rate decreases with crack growth until it becomes lower than the interfacial fracture
energy at which point delamination or debonding ceases [41,43]. Because of this relationship between
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the crack length and energy release rate, an approximation of the adhesion energy can be made using
the model in Equation (1).

An estimate of the adhesion energy was made based on microstructural evidence for nanocube
delamination at an applied global strain of 11% as provided by Figure 8, and the following input
parameters: nanocube length of 146 + 10 nm, reported PAN nanofiber modulus of 3 GPa [44],
copper modulus of 117 GPa [45], Poisson ratio of 0.3, and a measured crack length, 2a = 83 + 4 nm.
The resulting adhesion energy is 0.48 + 0.04 ]/m?, where the standard deviation represents uncertainties
resulting from cube and crack dimension measurements. The limitations of identifying individual
particles that fit this geometry at any given strain make reproducible measurements of this
method challenging.

3.3.2. Gibbs—Wulff-Kaischew Shape Theory for Quantifying Adhesion

Alternatively, an approximation of the adhesion energy can be obtained through analysis of
resultant particle shapes taking into consideration that these shapes are derived from the equilibration
of surface free energies with the immediate microenvironment, including the substrate. This method
has the advantage of having many particles, which can be evaluated under identical deposition
conditions. Firstly, at a constant volume, the final particle shape should be derived from minimization
of the total surface free energy [46]. Accordingly, the Gibbs-Wulff theory states that for a free or isolated
crystal at equilibrium, the distance of the center of each bounding facet to an arbitrary central point
(Wulff point) within the crystal volume is proportional to the corresponding specific surface energy of
that facet. In other words, y;/h; = constant (where y; = specific surface free energy of a crystal face i,
and h; = distance of face center to the Wulff point, Figure 10a) [47]. However, crystal surface energetics,
and by extension, final equilibrium shape is modified when the crystal is in contact (i.e., deposited or
grown) with a foreign substrate [46]. Consequently, incorporation of the influence of the substrate into
the Gibbs-Wulff shape theory was addressed in the unified Gibbs-Wulff-Kaischew theory [46]. In brief,
crystal shape on a substrate is effectively truncated through its thickness by a measure proportional
to the specific adhesion or interfacial energy (), depicted in Figure 10b. Therefore, the adjusted
proportionality given by the substrate—particle interaction is expressed in Equation (2):

= constant 2)

where h = distance of the Wulff point to a planar substrate—crystal interface j* taken to be parallel
to a crystal plane j, which in turn holds a parallel relationship with the top equilibrium face i. y; is
the specific surface energy of a face parallel to contact face j*. Consequently, as the adhesion energy
increases, crystal truncation increases and vice versa [48]. A useful analogy is the systematic truncation
of spherical liquid droplets on solid substrates as the wetting behavior or adhesion increases, reflected
by the contact angle in the classical Young’s equation. This simple model provides a geometric
framework for a quantitative approximation of the adhesion energy of a cubic crystal structure on a
substrate, where, due to its geometric simplicity, the cube distances /; and h- are readily expressed as
functions of measurable cube dimensions. However, in the context of the copper nanocubes on PAN
fibers, the fiber curvature influences shape of the interface, creating a non-planar geometry, as shown
schematically in Figure 10c. An apparent implication of this curvature is that the contact interface
is not strictly parallel to a j-th plane in the cubic nanostructures. Hence, in our analysis, given the
relatively shallow curvatures, we have assumed a proximate crystal plane that is tangential to the
apex of the interfacial curvature. Consequently, - evaluated from this reference plane is taken as the
effective crystal truncation.
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Figure 10. Idealized 2D representation of equilibrium shape of a single cubic copper nanostructure:
(a) as free crystal according to the Gibbs—Wulff theory; (b) on a planar substrate as proposed in the
Gibbs-Wulff-Kaischew shape theory; (c) on a curved fiber surface.

For the computation of the adhesion energy, the approximate elevation profiles of copper nanocubes
exhibiting distinct levels of truncation on the nanofibers are shown in Figure 11. These microstructures
help to achieve relative accuracy in dimension measurements of the cubic nanostructures.

Figure 11. (a-h) Cubic copper nanostructures exhibiting different levels of substrate-influenced

truncation on the nanofibers. Scale bar is 300 nm.

Previous micrographs have provided strong evidence to infer that the equilibrium shape of the
copper nanostructures, if isolated or unattached, is a cubic structure. However, in a stricter sense,
accurate structural derivation of the equilibrium shape of the free particle from the particle shape as
modified by the substrate can only be made if it contains a Wulff point that also represents a center
of inversion symmetry [49]. Otherwise, the crystal shape in general is undefined. As a result, in the
characterization of the copper nanostructure on a PAN fiber substrate, we have designated a dimension
ratio, i.e., B/A (see Supporting Information), of at least 0.7 to be indisputably indicative of a cubic
structure under the reasonable assumption that it contains a bisecting plane of the unattached nanocube,
and the Wulff point is at the center of this plane. In addition, the dimension of the non-orthogonal top
equilibrium facet becomes the effective cube dimension, since it remains unchanged as the substrate
effect is limited to the through-thickness of the crystal [46]. Based on these assumptions, and using the
idealized schematic of the cube growth on the PAN fibers as shown in Figure 10c, the distance & i is
expressed as a function of cube dimensions as well as fiber radius (see Figure 54 in supplementary
information for derivation of geometric relationships). The surface free energy of {100} copper facets is
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taken as 1.783 J/m? [50]. Nanocubes on microfibers have been excluded from the truncation analysis due
to the ridge-like surface roughness that obstructs clear assessment and evaluation of the interfacial area.

Table 1 shows the summary of analyses of copper nanocube shapes on nanofibers and
corresponding adhesion energies as predicted by the Gibbs-Wulff-Kaischew shape theory. The average
adhesion energy is 1.08 + 0.30 J/m?.

Table 1. Dimensions of truncated cubes and corresponding adhesion energies based on Equation (S1).

Figure Reference A (nm) B (nm) Adhesion Energy (J/m?)  Average Adhesion Energy (J/m?)
Figure 3b 223 +5 208 £3 0.93 £0.05
Figure 5a 157 £2 148 +£2 0.66 + 0.004
Figure 11a 185+ 4 133+£5 1.55 +0.03
Figure 11b 216 + 4 187 +8 1.14 + 0.04
F}gure 11c 239 +3 229 +5 0.91 £ 0.02 1.08 + 0.30
Figure 11d 149 +£3 139 £2 0.66 +0.03
Figure 11e 185+5 144+ 6 1.33 +0.02
Figure 11f 190+ 6 151 + 16 1.30 +0.20
Figure 11g 153 £ 5 128 + 4 1.02 + 0.02
Figure 11h 137 £5 103 +£2 1.27 + 0.06

4. Adhesion Energy Qualification and Contextualization

With respect to the energy release rate model for estimation of the adhesion energy, the peculiar
substrate geometry of the fibers coupled with the stochastic nature of crystal nucleation and growth
precluded the acquisition of more approximate elevation views of cubes exhibiting debonding events,
as shown in Figure 8. As a result, the value obtained could not be vetted by rigorous statistical
analysis. In addition, while we have utilized the global strain for the adhesion energy computation,
neck formation and propagation in the nanofibers can considerably increase the local plastic strain
rate [51], and as a corollary, neck strains can be markedly greater than applied strains. Under the
assumption of negligible volume changes during deformation and local strain approximation in the
necked region based on the reduction in cross sectional area, we obtain adhesion energy of ~84 J/m?.
This unusually high value will erroneously subsume the plastic work, which is not accounted for by
the model. Hence, the value obtained from the energy release model represent a first order lower
bound approximation of the adhesion energy.

A consideration in quantifying the adhesion of the copper nanocubes to both types of fibers is
the variability in the stiffness of the fibers that may occur due to processing. While the experimental
methodology did not allow direct determination of the mechanical properties of the nanofibers, it is
known from the literature that the elastic modulus of PAN nanofibers with diameters similar to those
in this study may exceed those of bulk PAN by 10-20% of value stated for computation; this is a direct
result of the polymer structure due to processing conditions [52]. Assuming an 18% increase in the
modulus of the nanofibers over the bulk value in the current study, the estimated change in adhesion
energy (Equation (1)) would be about 15% (an increased stiffness would cause a higher adhesion energy
value), bringing our lower bound estimate closer to that determined from the Gibbs-Wulff-Kaischew
model. While the current study did not quantify the adhesion on the microfibers using the strain
energy release method due to the localized craze formation, it is also possible that those fibers have
modulus values that differ from bulk. The centrifugal force generated from drum rotation may promote
chain alignment during electrospinning, enhancing mechanical properties [53]. However, temperature
gradients induced by the rapid solvent (DMF + acetone) evaporation process, coupled with the
microfiber’s smaller surface area for diffusion, may lead to a phase separation, which ultimately
creates “locked-in” pores that substantially degrade the mechanical properties of the microfibers [52,54].
Finally, as modulus variations due to polymer structures created with different processing may impact
the adhesion, it would also be possible that surface structure would slightly alter the surface energies
used in the Gibbs-Wulff-Kaischew model. These coupled uncertainties are one reason for using two
complementary methods of quantifying the adhesion energy in this system, and the relative similarity
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of the adhesion energy between a growth-based and mechanical strain-based method suggests that
the values presented here are reasonable first order measurements of the adhesion in this system,
and reflect the performance noted in images such as Figure 8, where the metallic cubes clearly are still
adhered to highly strained PAN fibers.

For the Gibbs-Wulff-Kaischew shape theory, inaccuracies in the measurement of copper
nanocube dimensions represent the major source of uncertainties in the adhesion energy
quantification. Nevertheless, with the aforementioned factors as qualifications, the adhesion energy
as predicted by the strain energy release model is in good agreement with values predicted for
styrene-co-acrylonitrile systems and (001) copper facet as obtained with molecular dynamics (MD)
simulations (0.51 + 0.02 J/m?) [55]. In addition, the average adhesion energy value as established using
the Gibbs—Wulff-Kaischew shape theory is consistent with values obtained for gold delamination
on polyimide substrate (~1 J/m?) using a four-point bend testing [56] and for copper films with
adhesion-promoting titanium interlayer and stressed chromium overlayers on polyimide substrates
(~1]/m?) using in-situ tensile tests inside a scanning electron microscope [57]. Altogether, these models
give useful approximation of the adhesion energy of copper nanostructures on PAN nanofibers.

5. Conclusions

Discrete nanostructures on electrospun fibers are essentially consolidated structures of two distinct
material classes. Ascertaining the integrity of interfacial adhesion is pivotal for a sustained functional
performance. For the purpose of studying interfacial adhesion, we have synthesized well-defined
copper nanocubes on PAN nanofibers and microfibers via a solution-phase, bottom-up synthesis
method. The nanocube morphology represents a model nanostructure for the study of interfacial
adhesion of metallic nanostructures on electrospun fibers, as it affords a definite contact area for
microstructural assessment. Micromechanical deformation of these composite structures has revealed
the robust adhesion of copper nanocubes on the nanofibers and microfibers. Raman shifts provide
strong evidence for chemisorption as the primary anchoring mechanism, and this is believed to
be optimized by the fact that crystal growth was based on a solution-based deposition protocol.
Finally, the adhesion energy computation using the Gibbs—-Wulff-Kaischew shape theory and energy
release rate model give a useful first order approximation value of about 1J/m? and a lower bound
of 0.48 J/m?, respectively, for copper nanocubes on PAN nanofibers with diameters on the order of
300 nm.

Supplementary Materials: The following are available online at http://www.mdpi.com/2079-4991/10/10/1982/s1,
Figure S1: Histogram for distribution of edge lengths on (a) nanofibers and (b) microfibers, Figure S2: Elevation
views of copper nanocubes on (a) nanofibers and (b) microfibers, Figure S3: Representative deformation profile
of PAN microfibers at strain of 11% (a) incipient craze formation showing transverse crack propagation (b)
Highly strained craze fibrils across ruptured microfiber cross sections, Figure S4: Idealized equilibrium shape of a
nanocube on a curved fiber surface (a) truncated cube showing distance of bounding facets to Wulff point (b)
truncated cube with highlighted Geometric relationships, Table S1: student t-test average for edge lengths for
nanocubes on the nanofibers and microfibers at « = 0.05.

Author Contributions: Conceptualization, T.Q.A. and D.EB.; methodology, T.Q.A., M.C.B., and D.E.B.; formal
analysis, T.Q.A. and D.EB.; writing—original draft preparation, T.Q.A. and D.EB.; writing—review and editing,
D.EB., M.C.B,, and ].L.S,; funding acquisition: D.E.B. and J.L.S. All authors have read and agreed to the published
version of the manuscript.

Funding: The financial support for T.Q.A. and D.F.B. from the National Science Foundation under grant CMMI
1634772 is greatly appreciated. Research from M.C.B. and ]J.L.S. was sponsored by the Combat Capabilities
Development Command Army Research Laboratory and was accomplished under Cooperative Agreement
Number W911NF-15-2-0020. The views and conclusions contained in this document are those of the authors
and should not be interpreted as representing the official policies, either expressed or implied, of the Combat
Capabilities Development Command Army Research Laboratory or the U.S. Government. The U.S. Government
is authorized to reproduce and distribute reprints for Government purposes notwithstanding any copyright
notation herein.

Conflicts of Interest: The author declare no conflict of interest.


http://www.mdpi.com/2079-4991/10/10/1982/s1

Nanomaterials 2020, 10, 1982 16 of 18

References

1.

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

Huang, Z.-M.; Zhang, Y.-Z.; Kotaki, M.; Ramakrishna, S. A review on polymer nanofibers by electrospinning
and their applications in nanocomposites. Compos. Sci. Technol. 2003, 63, 2223-2253. [CrossRef]

Gao, Y.; Bach Truong, Y.; Zhu, Y.; Louis Kyratzis, I. Electrospun antibacterial nanofibers: Production, activity,
and in vivo applications. J. Appl. Polymer Sci. 2014, 131, 40797. [CrossRef]

Li, X.; Wang, M.; Wang, C.; Cheng, C.; Wang, X. Facile Inmobilization of Ag Nanocluster on Nanofibrous
Membrane for Oil/Water Separation. ACS Appl. Mater. Interfaces 2014, 6, 15272-15282. [CrossRef] [PubMed]
Greiner, A.; Wendorff, ].H. Electrospinning: A Fascinating Method for the Preparation of Ultrathin Fibers.
Angew. Chem. Int. Ed. 2007, 46, 5670-5703. [CrossRef] [PubMed]

Barhate, R.S.; Sundarrajan, S.; Pliszka, D.; Ramakrishna, S. Fine chemical processing: The potential of
nanofibres in filtration. Filtr. Sep. 2008, 45, 32-35. [CrossRef]

Ji, H,; Zhao, R.; Li, Y.; Sun, B,; Li, Y.; Zhang, N.; Qiu, J.; Li, X.; Wang, C. Robust and durable superhydrophobic
electrospun nanofibrous mats via a simple Cu nanocluster immobilization for oil-water contamination.
Colloids Surf. A Physicochem. Eng. Asp. 2018, 538, 173-183. [CrossRef]

Ponomarev, LI; Skupov, K.M.; Zhigalina, O.M.; Naumkin, A.; Modestov, A.D.; Basu, V.G.; Sufiyanova, A.E.;
Razorenov, D.Y. New Carbon Nanofiber Composite Materials Containing Lanthanides and Transition Metals
Based on Electrospun Polyacrylonitrile for High Temperature Polymer Electrolyte Membrane Fuel Cell
Cathodes. Polymers 2020, 12, 1340. [CrossRef]

Schaefer, H.-E. Nanoscience. In The Science of the Small in Physics, Engineering, Chemistry, Biology and Medicine;
Springer: Berlin/Heidelberg, Germany, 2010.

Sarkar, S.; Guibal, E.; Quignard, F; Sengupta, A.K. Polymer-supported metals and metal oxide nanoparticles:
Synthesis, characterization, and applications. J. Nanopart. Res. 2012, 14, 1-24. [CrossRef]

An, S; Jo, HS,; Kim, D.; Lee, H].; Ju, B.-K.; Al-Deyab, S.S.; Ahn, J.-H.; Qin, Y.; Swihart, M.T.; Yarin, A;
et al. Self-Junctioned Copper Nanofiber Transparent Flexible Conducting Film via Electrospinning and
Electroplating. Adv. Mater. 2016, 28, 7149-7154. [CrossRef]

Morinaga, A.; Tsutsumi, H.; Katayama, Y. Electrospun Cu-Deposited Flexible Fibers as an Efficient Oxygen
Evolution Reaction Electrocatalyst. Chem. Phys. Chem. 2019, 20, 2899. [CrossRef]

Faupel, E; Zaporojtchenko, V.; Strunskus, T.; Erichsen, J.; Dolgner, K.; Thran, A.; Kiene, M. Fundamental aspects
of polymer metallization. In Metallization of Polymers 2; Springer: Berlin/Heidelberg, Germany, 2002; pp. 73-96.
Wei, Q.; Gao, W.; Hou, D.; Wang, X. Surface modification of polymer nanofibres by plasma treatment.
Appl. Surf. Sci. 2005, 245, 16-20. [CrossRef]

Dong, H.; Fey, E.; Gandelman, A.; Jones, W.E. Synthesis and Assembly of Metal Nanoparticles on Electrospun
Poly (4-vinylpyridine) Fibers and Poly (4-vinylpyridine) Composite Fibers. Chem. Mater. 2006, 18, 2008-2011.
[CrossRef]

Chen, L; Si, L.; Wu, F; Chan, S.Y,; Yu, P; Xin, ].H. Electrical and mechanical self-healing membrane using
gold nanoparticles as localized “nano-heaters”. J. Mater. Chem. C 2016, 4, 10018-10025. [CrossRef]
Ghavami Nejad, A.; Unnithan, A.R.; Sasikala, A.R.K.; Samarikhalaj, M.; Thomas, R.G.; Jeong, Y.Y.;
Nasseri, S.; Murugesan, P.; Wu, D.; Park, C.H.; et al. Mussel-Inspired Electrospun Nanofibers
Functionalized with Size-Controlled Silver Nanoparticles for Wound Dressing Application. ACS Appl.
Mater. Interfaces 2015, 7, 12176-12183. [CrossRef] [PubMed]

Naseeb, N.; Mohammed, A.A ; Laoui, T.; Khan, Z. A Novel PAN-GO-5iO, Hybrid Membrane for Separating
Oil and Water from Emulsified Mixture. Materials 2019, 12, 212. [CrossRef] [PubMed]

Sun, X.; He, J.; Qiang, R.; Nan, N.; You, X.; Zhou, Y.; Shao, W.; Liu, F,; Liu, R.-T. Electrospun Conductive
Nanofiber Yarn for a Wearable Yarn Supercapacitor with High Volumetric Energy Density. Materials
2019, 12, 273. [CrossRef] [PubMed]

Arslan, O.; Eren, H.; Biyikli, N.; Uyar, T. Reusable and Flexible Heterogeneous Catalyst for Reduction of
TNT by Pd Nanocube Decorated ZnO Nanolayers onto Electrospun Polymeric Nanofibers. Chem. Select.
2017, 2, 8790-8798. [CrossRef]

Liu, Z,; Yan, Z.; Guo, |.; Bai, L,; Jia, L.; Song, P.; Mei, L.; Liu, Y. Palladium Nanocubes Assembled Electrospun
Nanofiber Membrane: Facile Preparation and Catalytic Properties. Macromol. Mater. Eng. 2017, 302, 1600432.
[CrossRef]


http://dx.doi.org/10.1016/S0266-3538(03)00178-7
http://dx.doi.org/10.1002/app.40797
http://dx.doi.org/10.1021/am503721k
http://www.ncbi.nlm.nih.gov/pubmed/25116173
http://dx.doi.org/10.1002/anie.200604646
http://www.ncbi.nlm.nih.gov/pubmed/17585397
http://dx.doi.org/10.1016/S0015-1882(08)70092-2
http://dx.doi.org/10.1016/j.colsurfa.2017.10.064
http://dx.doi.org/10.3390/polym12061340
http://dx.doi.org/10.1007/s11051-011-0715-2
http://dx.doi.org/10.1002/adma.201506364
http://dx.doi.org/10.1002/cphc.201901034
http://dx.doi.org/10.1016/j.apsusc.2004.10.013
http://dx.doi.org/10.1021/cm052436p
http://dx.doi.org/10.1039/C6TC03699F
http://dx.doi.org/10.1021/acsami.5b02542
http://www.ncbi.nlm.nih.gov/pubmed/25989513
http://dx.doi.org/10.3390/ma12020212
http://www.ncbi.nlm.nih.gov/pubmed/30634560
http://dx.doi.org/10.3390/ma12020273
http://www.ncbi.nlm.nih.gov/pubmed/30654431
http://dx.doi.org/10.1002/slct.201701329
http://dx.doi.org/10.1002/mame.201600432

Nanomaterials 2020, 10, 1982 17 of 18

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.
43.

44.

45.
46.

Xia, Y; Xia, X.; Wang, Y.; Xie, S. Shape-controlled synthesis of metal nanocrystals. MRS Bull. 2013, 38, 335-344.
[CrossRef]

Yang, H.-].; He, S.-Y.; Chen, H.-L.; Tuan, H.-Y. Monodisperse Copper Nanocubes: Synthesis, Self-Assembly,
and Large-Area Dense-Packed Films. Chem. Mater. 2014, 26, 1785-1793. [CrossRef]

Wang, Y.; Chen, P,; Liu, M. Synthesis of well-defined copper nanocubes by a one-pot solution process.
Nanotechnology 2006, 17, 6000-6006. [CrossRef]

Jin, M.; He, G.; Zhang, H.; Zeng, ].; Xie, Z.; Xia, Y. Shape-Controlled Synthesis of Copper Nanocrystals
in an Aqueous Solution with Glucose as a Reducing Agent and Hexadecylamine as a Capping Agent.
Angew. Chem. Int. Ed. 2011, 50, 10560-10564. [CrossRef] [PubMed]

Susman, M.; Feldman, Y.; Vaskevich, A.; Rubinstein, I. Chemical Deposition of Cu sub(2)O Nanocrystals
with Precise Morphology Control. ACS Nano 2014, 8, 162-174. [CrossRef] [PubMed]

Lu, N.; Wang, X.; Suo, Z.; Vlassak, ]. Metal films on polymer substrates stretched beyond 50%. Appl. Phys. Lett.
2007, 91, 221909. [CrossRef]

Lu, N.; Yoon, J.; Suo, Z. Delamination of stiff islands patterned on stretchable substrates. Int. |. Mater. Res.
2007, 98, 717-722. [CrossRef]

Asran, A.S.; Seydewitz, V.; Michler, G.H. Micromechanical properties and ductile behavior of electrospun
polystyrene nanofibers. J. Appl. Polym. Sci. 2012, 125, 1663-1673. [CrossRef]

Naraghi, M.; Chasiotis, I.; Kahn, H.; Wen, Y.; Dzenis, Y. Novel method for mechanical characterization of
polymeric nanofibers. Rev. Sci. Instrum. 2007, 78, 85108. [CrossRef]

Naraghi, M.; Chasiotis, I.; Kahn, H.; Wen, Y.; Dzenis, Y. Mechanical deformation and failure of electrospun
polyacrylonitrile nanofibers as a function of strain rate. Appl. Phys. Lett. 2007, 91, 151901. [CrossRef]
Richard, L.A.; Valter, S.; Ulf, W.G.; Peter, EM.; Mikael, S.H.; Richard, T.O. Micromechanics of
ultra-toughened electrospun PMMA/PEO fibres as revealed by in-situ tensile testing in an electron
microscope. Sci. Rep. 2014, 4, 6335.

Tan, E;; Ng, S.; Lim, C.T. Tensile testing of a single ultrafine polymeric fiber. Biomaterials 2005, 26, 1453-1456.
[CrossRef]

Pai, C.-L.; Boyce, M.C.; Rutledge, G.C. Mechanical properties of individual electrospun PA 6(3)T fibers and
their variation with fiber diameter. Polymer 2011, 52, 2295-2301. [CrossRef]

Papkov, D.; Zou, Y.; Andalib, M.N.; Goponenko, A.; Cheng, S.Z.D.; Dzenis, Y.A. Simultaneously Strong and
Tough Ultrafine Continuous Nanofibers. ACS Nano 2013, 7, 3324-3331. [CrossRef] [PubMed]

Michler, G.H.; Kausch, H.H.; Adhikari, R. Modeling of Thin Layer Yielding in Polymers. ]. Macromol. Sci.
Part B 2006, 45, 727-739. [CrossRef]

Awaja, F; Gilbert, M.; Kelly, G.; Fox, B.; Pigram, PJ. Adhesion of polymers. Prog. Polym. Sci. 2009, 34, 948-968.
[CrossRef]

Aminu, T.Q.; Bahr, D. Probing Adhesion of Metallic Nanoparticles on Polymeric Fibrous and Flat Architectures.
MRS Adv. 2018, 3, 2749-2756. [CrossRef]

Beyssac, O.; Goffé, B.; Petitet, J.-P.; Froigneux, E.; Moreau, M.; Rouzaud, J.-N. On the characterization of
disordered and heterogeneous carbonaceous materials by Raman spectroscopy. Spectrochim. Acta Part A Mol.
Biomol. Spectrosc. 2003, 59, 2267-2276. [CrossRef]

Yin, L.; Wang, J.; Lin, F.; Nuli, Y.; Yang, J. Polyacrylonitrile/graphene composite as a precursor to a sulfur-based
cathode material for high-rate rechargeable Li-S batteries. Energy Environ. Sci. 2012, 5, 6966. [CrossRef]
Ferrari, A.C.; Robertson, J. Resonant Raman spectroscopy of disordered, amorphous, and diamondlike
carbon. Phys. Rev. B 2001, 64, 075414. [CrossRef]

Sun, J.-Y.; Lu, N; Oh, K.-H.; Suo, Z.; Vlassak, ] J. Islands stretch test for measuring the interfacial fracture
energy between a hard film and a soft substrate. J. Appl. Phys. 2013, 113, 223702. [CrossRef]

Janssen, M. Fracture Mechanics, 2nd ed.; Spon Press: London, UK, 2004.

He, M.; Evans, A.; Hutchinson, J. Convergent debonding of films and fibers. Acta Mater. 1997, 45, 3481-3489.
[CrossRef]

Naraghi, M.; Chasiotis, I. Mechanics of PAN nanofibers. In Major Accomplishments in Composite Materials and
Sandwich Structures; Springer: Berlin/Heidelberg, Germany, 2009; pp. 757-778.

Davis, J.R. Tensile Testing, 2nd ed.; ASM International: Materials Park, OH, USA, 2004.

Budevski, E.B.; Staikov, G.T.; Lorenz, W.J. Electrochemical Phase Formation and Growth: An Introduction to the
Initial Stages of Metal Deposition; John Wiley & Sons: Hoboken, NJ, USA, 2008.


http://dx.doi.org/10.1557/mrs.2013.84
http://dx.doi.org/10.1021/cm403098d
http://dx.doi.org/10.1088/0957-4484/17/24/016
http://dx.doi.org/10.1002/anie.201105539
http://www.ncbi.nlm.nih.gov/pubmed/21928444
http://dx.doi.org/10.1021/nn405891g
http://www.ncbi.nlm.nih.gov/pubmed/24400808
http://dx.doi.org/10.1063/1.2817234
http://dx.doi.org/10.3139/146.101529
http://dx.doi.org/10.1002/app.34847
http://dx.doi.org/10.1063/1.2771092
http://dx.doi.org/10.1063/1.2795799
http://dx.doi.org/10.1016/j.biomaterials.2004.05.021
http://dx.doi.org/10.1016/j.polymer.2011.03.041
http://dx.doi.org/10.1021/nn400028p
http://www.ncbi.nlm.nih.gov/pubmed/23464637
http://dx.doi.org/10.1080/00222340600890505
http://dx.doi.org/10.1016/j.progpolymsci.2009.04.007
http://dx.doi.org/10.1557/adv.2018.530
http://dx.doi.org/10.1016/S1386-1425(03)00070-2
http://dx.doi.org/10.1039/c2ee03495f
http://dx.doi.org/10.1103/PhysRevB.64.075414
http://dx.doi.org/10.1063/1.4810763
http://dx.doi.org/10.1016/S1359-6454(96)00395-3

Nanomaterials 2020, 10, 1982 18 of 18

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

Li, R.;; Zhang, X.; Dong, H.; Li, Q.; Shuai, Z.; Hu, W. Gibbs-Curie-Wulff Theorem in Organic Materials: A Case
Study on the Relationship between Surface Energy and Crystal Growth. Adv. Mater. 2015, 28, 1697-1702.
[CrossRef] [PubMed]

Dhanaraj, G.; Byrappa, K.; Prasad, V.; Dudley, M.; Schmetzer, K. Springer Handbook of Crystal Growth.
Jpn. Mag. Mineral. Petrol. Sci. 2010, 39, 193.

Winterbottom, W. Equilibrium shape of a small particle in contact with a foreign substrate. Acta Met. 1967,
15, 303-310. [CrossRef]

Han, Y,; Lai, K.C,; Lii-Rosales, A.; Tringides, M.C.; Evans, ].W.; Thiel, P.A. Surface energies, adhesion energies,
and exfoliation energies relevant to copper-graphene and copper-graphite systems. Surf. Sci. 2019, 685, 48-58.
[CrossRef]

Naraghi, M.; Kolluru, P.V; Chasiotis, I. Time and strain rate dependent mechanical behavior of individual
polymeric nanofibers. J. Mech. Phys. Solids 2014, 62, 257-275. [CrossRef]

Naraghi, M.; Arshad, S.; Chasiotis, I. Molecular orientation and mechanical property size effects in electrospun
polyacrylonitrile nanofibers. Polymer 2011, 52, 1612-1618. [CrossRef]

Baji, A.; Mai, Y.-W.; Wong, S.-C.; Abtahi, M.; Chen, P. Electrospinning of polymer nanofibers: Effects on
oriented morphology, structures and tensile properties. Compos. Sci. Technol. 2010, 70, 703-718. [CrossRef]

Pai, C.-L.; Boyce, M.C.; Rutledge, G.C. Morphology of Porous and Wrinkled Fibers of Polystyrene Electrospun
from Dimethylformamide. Macromolecules 2009, 42, 2102-2114. [CrossRef]

Kisin, S.; Vuki¢, J.B.; Van Der Varst, P.G.T.; De With, G.; Koning, C.E. Estimating the Polymer—Metal Work of
Adhesion from Molecular Dynamics Simulations. Chem. Mater. 2007, 19, 903-907. [CrossRef]

Yeager, ].D.; Phillips, D.J.; Rector, D.M.; Bahr, D. Characterization of flexible ECoG electrode arrays for
chronic recording in awake rats. J. Neurosci. Methods 2008, 173, 279-285. [CrossRef]

Cordill, M.; Marx, V.; Kirchlechner, C. Ductile film delamination from compliant substrates using hard
overlayers. Thin Solid Films 2014, 571, 302-307. [CrossRef] [PubMed]

@ © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1002/adma.201504370
http://www.ncbi.nlm.nih.gov/pubmed/26678680
http://dx.doi.org/10.1016/0001-6160(67)90206-4
http://dx.doi.org/10.1016/j.susc.2019.01.009
http://dx.doi.org/10.1016/j.jmps.2013.10.006
http://dx.doi.org/10.1016/j.polymer.2011.02.013
http://dx.doi.org/10.1016/j.compscitech.2010.01.010
http://dx.doi.org/10.1021/ma802529h
http://dx.doi.org/10.1021/cm0621702
http://dx.doi.org/10.1016/j.jneumeth.2008.06.024
http://dx.doi.org/10.1016/j.tsf.2014.02.093
http://www.ncbi.nlm.nih.gov/pubmed/25641995
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Nanocube Growth on Aligned Fiber Mats 
	Electroless Copper Deposition 
	Tensile Testing 
	Characterization 

	Results and Discussion 
	Fiber Deformation and Copper Nanocube Adhesion 
	Raman Spectroscopy 
	Interfacial Adhesion Energy 
	Strain Energy Release Model 
	Gibbs–Wulff–Kaischew Shape Theory for Quantifying Adhesion 


	Adhesion Energy Qualification and Contextualization 
	Conclusions 
	References

