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STABLE ELECTROSPINNING COMPOSITION FOR STABLE NANO-
/SUBMICROSTRUCTURE PRODUCTION AND PREPARATION METHOD
THEREOF

Technical Field of the Invention

The present invention relates to an electrospinning composition, nano-
/submicrostructures produced using such electrospinning composition, a composite
material provided with such nano-/submicrostructures, and a preparation method
thereof.

Background of the Invention

Chemical crosslinking is an effective way to deal with solvent and heat susceptibility
of polymeric nano-/submicrostructures manufactured by electrospinning. From a
very simple point of view, the crosslinking can be considered as an irreversible
interconnection of polymer chains by either covalent or ionic chemical bonds. Cross-
finking of electrospun nano-/submicrostructures is desired mainly for obtainment of
robust products which resists against glass-transition or melting-like effects in
glevated temperatures, and also against swelling or dissolving in solvents. Thus,
undesired morphological deviations of electrospun structures above polymer-specific
temperature limits (mainly Tg), along with susceptibility against solvents can be
avoided by cross-linking the polymeric material constituting the product.

Bonding between individual polymer chains via crosslinking restricts their movement
and causes an inherent increase in the viscosity. This is unfavorable in polymer
processing applications as they typically require shear mixing which demands
mobility of the polymer chains. In electrospinning, individual polymer chains in a
polymer solution are drawn as nano- or submicroscaled structures in form of fibers
under high voltage typically through a nozzle/orifice with a very small diameter (~
1mm), and high viscosities in electrospinning mixtures render the flow through such
narrow nozzle more difficult i.e. more energy-consuming. This concern applies also
for needleless electrospinning methods e.g. free-surface electrospinning, sharp edge
or pointed tip electrospinning etc.; since electrospinning methods generally comprise

releasing of an electrospinning mixture through a release means which can be a
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nozzle, an orifice, a needle etc. or from an open surface which can be of cylindrical,

spherical, wire, pin and slot type electrodes etc.

Typically, a constant flow rate is desired for an uninterrupted flow of an
electrospinning mixture for obtaining continuous nano-/submicrostructures
therefrom. Thus during electrospinning, fluidic properties of the electrospinning
mixtures, especially its viscosity, are typically required to be constant/stable within
certain limits for desired form of deposition of the electrospinning mixture, such as
continuous fiber form. External effects such as fast solvent evaporation and/or
crosslinking throughout the electrospinning process increase the viscosity of the

electrospinning mixture and restrain the electrospinning process.

Chemical cross-linking can be performed externally on mats of electrospun nano-
/submicrostructures by exposure of the mats to a cross-linking medium (as in ex-situ
methods addressed in the below Table 1). Alternatively, cross-linking can be initiated
in-situ by introducing cross-linking agents to polymer solutions prior to
electrospinning. Ex-situ cross-linking herein can be classified as more conventional
and as a direct way to achieve cross-linking by permanently changing the chemistry
of nano-/submicrostructures. Whereas, in situ cross-linking methodology is relatively
new and is a more controllable bulk cross-linking technique in comparison with other
techniques. In-situ cross-linking requires an initiation event (by providing energy
onto the polymer in form of heat, UV etc.) that is tunable according to the type of
application by choosing a correct composition of polymer mixture to be used in

electrospinning.

Main potential problems driven by premature cross-linking in the polymer solution
(i.e. cross-linking initiated and/or accelerated before or during the electrospinning)
are interruption of flow continuity of an electrospinning mixture through a nozzle (or
any respective release means as mentioned above) and choking of solidified polymer
in the nozzle. In other words, regardless of the electrospinning method, the
electrospinning of polymer solutions containing any crosslinking agents is typically

limited with the crosslinking reaction time.

Thus, it is necessary to provide a method for obtaining of an electrospinning
composition which maintains a desired viscosity even after several hours from

preparation of thereof. The term ‘desired viscosity’ refers to viscosity values suitable
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for electrospinning. It is further necessary to provide a method for obtainment of

heat and solvent resistant, stimuli-self-crosslinkable nano-/submicrostructures.

Table 1. Benchmarking of state-of-the-art techniques for cross-linking, and their

main drawbacks.

Cross-linking type Drawbacks
= ) ) - Time consuming.
421 | Exposing an electrospun fiber mat to a fluid
U | cross-linking medium (liquid or vapor), or Causes substantia
x . i . -
35 spraying a cross-linking agent thereon morphological changes.
- Restricted with UV-curable
Using an Uy- | POlYmers.
light source ~ Requires additional
Processes requiring an equipment.
additional set-up Using a dual. | - Additional viscosity
o ring e reactive modifiers and removal of
yringe re them.
cross-linking
_g set-up - Time consuming.
h
- - Curing temperature
= restrictions and related
) . morphological changes based
Post-electrospinning treatment | Heat treatment on the glass-transition
temperature (T,) of the
polymer.
~ Viscosity changes during
Single step in-situ cross-linking electrospinning.
~ Time-dependent procedure.
Objects of the Invention

Primary object of the present invention is to overcome the abovementioned

shortcomings of the prior art.
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Another object of the present invention is to provide a method for obtainment of an
electrospinning composition which maintains its viscosity even after considerable

processing times with an order of magnitude of days from preparation thereof,

A further object of the present invention is to provide a method for obtainment of

stimuli-self-crosslinkable, heat and solvent resistant nano-/submicrostructures.

Further an object according to the present invention is to provide a low-cost method

for obtainment of cross-linked electrospun nano-/submicrostructures.

Further an object according to the present invention is to provide heat and solvent
resistant electrospun nano-/submicrostructures and compaosite material comprising

such electrospun nano-/submicrostructures.
Summary of the Invention

The present invention proposes an electrospinning composition comprising a catalyst
and a functionalized polymer or copolymer bearing one or more epoxy ring, said
mixture further comprises an anhydride, preferably phthalic anhydride as a cross-
linking agent; wherein the epoxy:anhydride molar ratio in the electrospinning
composition is within the range between 1:1 and 50:1. The present invention further
proposes a method for preparation of such electrospinning composition, electrospun
nanostructures prepared using said method and composite material comprising such

electrospun nanostructures.
Brief Description of the Figures

The figures, whose brief explanations are herewith provided, are solely intended for
providing a better understanding of the present invention and are as such not
intended to define the scope of protection or the context in which said scope is to be
interpreted in the absence of the description.

Figure 1 (@) shows the functionalized copolymer according to an embodiment of the
method according to the present invention; and (b) shows chemical interaction
between the catalyst and the cross-linking agent according to an embodiment of the

present invention.
Figure 2 represents respective cross-linking steps using the substances in Figure 1.

Figure 3 shows SEM photographs of electrospun nanostructures obtained according

to (a) the prior art, and (b) the present invention.
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Figure 4 shows SEM photographs of electrospun nanostructures obtained according
to the present invention after being subjected to tetrahydrofuran for 3 days.

Figure 5 are SEM images showing the effect of temperature above glass-transition
temperature of functionalized copolymer used in (a) non-cross-linked and (b) cross-
linked nano-/submicrostructures prepared according to an embodiment of the

method described in the present application, on nanostructure morphology.
Detailed Description of the Invention

Referring now the figures outlined above, the present invention proposes an
electrospinning composition, a method for obtainment electrospun nanostructures
from said electrospinning composition, and composite material provided with such
electrospun nanostructures. The fields of application include membranes, filters,

polymer nanocomposites, adhesive films and polymer matrix composites.

The electrospinning composition according to the present invention comprises a
catalyst which is preferably a tertiary amine, more preferably tributyl amine (TBA);
said mixture further comprises an anhydride as cross-linking agent, and the mixture
further comprises a functionalized polymer or copolymer bearing one or more epoxy

ring.

The electrospinning composition obtained according to the present invention is
stimuli-self-crosslinkable, wherein the term “stimuli-self-crosslinkable” is used to
purport that the electrospinning composition is spinnable without cross-linking of the
functionalized polymer or copolymer until a suitable/custom transfer of energy onto
electrospun material, preferably until a heat-driven post-processing such as cure

cycle of a polymeric resin is in effect for deliberate, controlled cross-linking.

The catalyst and cross-linking agent used in the method according to the present
invention are required to be selected such that they both comply with selected
heating profile applied in thermal treatment. Preferably, the cross-linking kinetics is
rather slow and requires a rather moderate temperature which is still clearly higher
than room/ambient temperature, for initiation. Chemical interaction mechanism
between epoxy rings and anhydrides and required activation energy extents
therefore allows such optimal kinetics, by abovementioned epoxy:anhydride molar

ratios.
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The cross-linking agent is an anhydride, preferably phthalic anhydride (PA). As
mentioned above, the functionalized polymer or copolymer comprises one or more
epoxy ring, and to maintain the tendency and rate of opening of said epoxy ring,
thus for optimized crosslinking kinetics, the molar ratic of epoxy rings of the
functionalized polymer or copolymer to anhydride within the electrospinning
composition (epoxy:anhydride molar ratio) is highly important to achieve
controllability of self-crosslinkability of the electrospinning composition. Said

epoxy:anhydride molar ratio for use in the electrospinning composition is within the
range between 1:1 and 50:1, preferably within the range between 2:1 and 10:1;
more preferably within the range between 4:1 and 6:1; even more preferably within
the range between 4.5:1 and 5.5:1.

In a preferred embodiment according to the present invention, the functionalized
copolymer is styrene/glycidyl methacrylate copolymer and the catalyst is tributyl

amine,

A further aspect of the present application is electrospun nanostructures prepared
using the electrospinning composition according to the present invention. Another
aspect of the present application is a composite material comprising such

electrospun nanostructures.

A further aspect of the present application is to provide a method for preparing an
electrospinning mixture by preparation of a mixture comprising a catalyst and an
anhydride and merging said mixture with a polymer solution comprising a
functionalized polymer or copolymer, said functionalized polymer or copolymer
having one or more epoxy ring, such that the epoxy:anhydride molar ratio in the
electrospinning composition is within the range between 1:1 and 50:1, preferably
within the range between 2:1 and 10:1, more preferably 4:1 and 6:1; and even
more preferably within the range between 4.5:1 and 5.5:1.

A further aspect of the present application is to provide a method for obtainment of

electrospun nano-/submicrostructures, said method comprises the following steps:

a) obtainment of the above-described electrospinning composition;
b) obtaining an electrospun material by electrospinning said electrospinning

compaosition; and
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¢) in-situ cross-linking of electrospun material of the step (b) by thermal
treatment under a temperature higher than 50°C and lower than the glass

transition temperature of the functionalized polymer or copolymer.

An electrospinning composition must be spinnable, which means it must have a
viscosity suitable for electrospinning. The molecular weight of the functionalized
polymer or copolymer (i.e. polymeric material) must provide suitable physical
conditions/properties for electrospinning. If said molecular weight is too low or too
high, the flow properties (especially the viscosity) of the electrospinning composition
is not suitable for electrospinning; in other words, in that case the composition is not
spinnable. A person skilled in the art is considered to be able to decide suitable flow
properties for spinnability, and molecular weights for use in electrospinning

compositions for respective polymeric materials.

Since the epoxy ring and anhydride are substantially idle against chemical interaction
until about slightly higher temperatures than 50°C, the electrospinning composition
obtained according to the above considerations maintains its viscosity even after
considerable processing times with an order of magnitude of days from preparation
of thereof. Thus the electrospinning composition is highly stable in terms of
flow/fluidic properties over time. The method according to the present invention is
especially useful to control the nano-/submicrostructures morphology through cross-

linking and thus to obtain heat and solvent resistant nano-/submicrostructures.

The polymer solution is to be prepared in a suitable solvent for the functionalized
polymer or co-polymer and cross-linking agents for the sake of homogeneity. Such
suitable solvent is to be selectable by a skilled person in the art e.g. by considering
polarities of the ingredients of respective polymer solution. Any kind of particle
addition to the polymer solution can also be performed at this step by paying special
attention to particle-copolymer interactions to avoid agglomerations. Following this
step, the electrospinning parameters must be tuned for the manufacturing of nano-
/submicrostructures with desired fiber diameters, using technical knowledge
available to a skilled person in the art. Electrospinning can be done over any
surface/substrate including carbon, glass, aramid fibers, prepreg materials, resin
films, adhesive films, thin films and conventional aluminum sheets in presence of a
very conductive collector/electrode to hold/support the substrate material and the

spun nano-/submicrostructures. Stimuli-self-crosslinkable nano-/submicrostructures
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and their preparation method according to the present invention are applicable
overfintegrated onto raw materials such as dry textile reinforcements, fiber
reinforced prepregs and polymer based adhesive/resin film materials which are

commonly used in polymeric composite manufacturing processes.

One further aspect of the present invention is obtainment of a functionalized
copolymer for use in the electrospinning composition, by functionalization of a base
polymer by addition of one or more epoxy group thereto. An important advantage of
this methodology is that it is applicable to any kind of engineering/industrial polymer
(e.g. polyacrylonitrile, polystyrene, polypropylene, polyvinyl butyral, etc.) as base
polymer that can be functionalized with epoxy groups. The functionalization renders
the cross-linking reaction independent from the chemical structure of the base
polymer, as long as the base polymer is not already cross-linkable without
functionalization. Epoxy groups tend to be reactive in presence of another active
group through a copolymerization reaction as exemplified in Figure 2, where the

functionalized copolymer is styrene/glycidyl methacrylate copolymer.

With the method according to the present invention, stimulation/triggering of cross-
linking of the functionalized polymer or copolymer is avoided until step (¢) where the
cross-linking is stimulated/triggered, namely where the electrospun material is
heated to a temperature range substantially higher than the room temperature and
yet lower than glass-transition temperature of selected functionalized polymer or
copolymer. Thus, the electrospinning composition maintains its viscosity even after
the electrospinning step (b) is complete. Here, it is assumed that the preparation
and storage (where applicable) of the electrospinning composition and the
electrospinning step (b) are performed at temperatures lower than a corresponding
temperature used for cross-linking for a respective functionalized polymer or

copolymer.

Moreover, the invention refers to self cross-linking ability that can be introduced to
already functionalized copolymers by the addition of a catalyst and an anhydride as
cross-linking agent. The amount of catalyst in the electrospinning composition such
that premature cross linking (i.e. cross-linking before thermal treatment) is kept
within a negligible extent; this is preferably achieved by keeping the amount of the
catalyst ratio within the range between 0.01% and 0.02 % (w/w) with respect to
the weight of the functionalized polymer or copolymer. Problematic changes in
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flow behavior of the composition due to premature cross-linking are avoided and

hassle-free electrospinning is provided.

In other words, the electrospinning composition according to the present invention is
idle against cross-linking before and during electrospinning, and is only suitable for
cross-linking with deliberately applying thermal energy thereon. By arranging the
temperature range in cross-linking step (c) lower than glass-transition temperatures
of the functionalized polymer or copolymer, the final morphology of the cross-linked
product is predictable and tunable by electrospinning conditions. That is, electrospun
material morphology is substantially the same with that of the cross-linked nano-
/submicrostructures obtained with step (c). Additionally, the electrospun material
morphology is maintained throughout the electrospinning process notwithstanding
the duration of the electrospinning process.

In a preferred embodiment of the method according to the present invention, the
functionalized copolymer is styrene/glycidyl methacrylate copolymer, Poly(St-co-
GMA), which can be obtained by solution polymerization of polystyrene (PS) with
glycidyl methacrylate (GMA) obtained according to a method described by Ozden
et.al. (Ozden et. al, “Engineering Chemistry of Electrospun Nanofibers and Interfaces
in Nanocomposites for Superior Mechanical Properties”, ACS Applied Materials and
Interfaces, 2010, 2 (7), pp 1788-1793).

The thermal treatment in step (c) is to be performed under a temperature which is
lower than the glass-transition temperature of the functionalized polymer or

copolymer.

For instance, optimal thermal treatment temperature for cross-linking where
Poly(PS-co-GMA) is selected as the functionalized copolymer, is determined to be
within the range between 55°C and 90°C, more preferably within the range between
55°C and 65°C.

The thermal treatment is performed preferably for a duration longer than 15
minutes, more preferably within the range between 1 hour and 3 hours, even more

preferably within the range between 1.5 hours and 2.5 hours.

In a further preferred embodiment of the method according to the present invention,
the functionalized copolymer is Poly(St-co-GMA); the catalyst is tributyl amine (TBA);
and the cross-linking agent is phthalic anhydride; and the epoxy:anhydride molar
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ratio within the electrospinning composition is within the range between 1:1 and
50:1, preferably within the range between 2:1 and 10:1; more preferably within the
range of 4:1 to 6:1; and even more preferably within the range of 4.5:1 to 5.5:1.
According to this embodiment, the thermal treatment temperature is preferably
within the range of 55-90°C, more preferably within the range of 55-65°C.

Figure 1 (a) shows the functionalized copolymer according to an embodiment of the
method according to the present invention; and (b) shows chemical interaction
between the catalyst and the cross-linking agent according to an embodiment of the
present invention. In Figure 1 (), the functionalized copolymer is Poly(St-co-GMA);
in Figure 1 (b) the cross-linking agent is phthalic anhydride.

Figure 2 represents respective cross-linking steps using the substances in Figure 1.

Here, a polymer chain to be cross-linked is represented with the numeral 1.

The term ‘stimuli-self-crosslinkable’ is used for denoting that the electrospinning
composition is spinnable without cross-linking of the polymeric content thereof until
a suitable/custom heat-driven post-processing in step (c) is in effect for deliberate
cross-linking of the nano-/submicrostructures.

An exemplary lab-scale experiment about preparation of electrospun nanostructures
by the method according to the present invention is described below. By giving said
example, it is solely intended to provide a better understanding of the present

invention and is as such not intended to limit the scope of the appended claims.

EXAMPLE

Sample 1

An electrospinning compaosition is prepared by admixing a mixture comprising tributyl
amine as catalyst and phthalic anhydride, with a polymer solution comprising
styrene/glycidyl methacrylate copolymer. An electrospun material is produced from
said electrospinning composition according to the above-described method. Thermal
treatment is performed on said electrospun material by applying a temperature of
60°C thereon for 2 hours.

Sample 2

For comparison with external initiator spraying method according to the prior art, a

comparative sample of electrospun structures was prepared using a respective

10
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electrospinning composition which does not comprise catalyst. Catalyst (ethylene

diamine) was sprayed onto said comparative sample for in-situ cross-linking.

The GMA:PA molar ratio (which is equivalent to the epoxy:anhydride molar ratio) in
the electrospinning composition is arranged to be 5:1 in preparation of both
samples, which is found to be the optimal value for the ingredients of the
electrospinning compositions.

Tertiary amines are found to be very suitable for use in electrospinning compositions

used in experiments in relevance with the present invention.

Figure 3 comparatively shows SEM photographs of electrospun Poly(St-co-GMA)
nano-/submicrostructures cross-linked (a) by external ethylene diamine spraying
(Sample 2), and (b) with the method according to the present invention (Sample 1).
As clearly visible in the Figure 3, the nanostructures obtained from Sample 1
according to the present invention have higher homogeneity in nanofibrous
morphology. This also proves that the method according to the present invention is
extremely advantageous for industrial application where long production times are
required. Apart from that, proposed method does not cause any kind of swelling of

cross-linking agent.

Furthermore, the nanostructures obtained according to the present invention are
completely solvent resistant and preserve their nanofibrous morphologies even when
exposed to organic solvents. With the outcomes of the invention both heat and
solvent induced morphology changes of nano-/submicrostructures are reduced to
“no change” rather than “ess effected” term that is typically used in literature.
Figure 4 shows the morphology of cross-linked nano-/submicrostructures prepared
from Sample 1 according to the present invention exposed to a powerful organic
solvent (tetrahydrofuran, THF) for up to 3 days which is processed above the glass
transition temperature of the copolymer of Sample 1. The Sample 1 has also resisted
to dimethyl formamide (DMF) in a similar solvent resistance test. Thus, it is
reasonable to claim that the nanostructures obtained according to the present
invention are highly solvent-resistant to a wide variety of organic solvents, since THF
and DMF are known as very effective in solving polymeric materials.

Figure 5 shows the effect of T, on non-cross-linked and cross-linked nano-
/submicrostructures prepared according to the present example. Both non-cross-

linked electrospun material and cross-linked electrospun material according to the

11



10

15

20

25

30

WO 2016/190826 PCT/TR2015/000227

step (c¢), both of which were electrospun from Sample 1, were kept under 150°C
(which is about 50°C higher than the T, of the copolymer used in Sample 1) for 2h
and respective SEM images thereof are taken after cooling the samples down to the
room temperature. Said SEM images are presented as Figure 5 (a) and (b),
respectively. The Figure 5 can be taken as a visual proof of the heat resistance of
the nanomaterials when cross-linking is applied according to the present invention.

Thus, electrospun nanostructures according to the present invention are highly
resistant to widely used organic solvents and they are further highly resistant to
heat. Said advantages are also inherent in composite materials provided with such
electrospun nanostructures, and formations {e.g. hierarchical reinforcements,
prepregs) and processing of such composite materials. Therefore the present
application also claims such electrospun nanostructures and composite materials

provided with such nanostructures.

The suitable temperature ranges for in-situ cross-linking (i.e. temperatures lower
than glass-transition temperatures of selected functionalized polymers or
copolymers, e.g. 60°C for Poly(PS-co-GMA)) can be considered as very moderate in
terms of e.g. operating costs. Such temperature range is further advantageous since
precise temperature control in this temperature range is way easier than main in-situ
temperature ranges in state-of-the-art which may be up to 200°C as in the example

of high performance polymer matrix composites.

Furthermore, energy consumption and process equipment costs for reaching the
temperature range used in the present method are also lower in comparison with
those used for said temperature ranges in state-of-the-art. Consequently, the safety
requirements to be considered and related costs are also lower in comparison
therewith. Thus, the present invention further provides a low-cost method for

obtainment of cross-linked electrospun nanostructures.

In a preferred embodiment of the method according to the present invention, the
electrospinning composition further comprises solid particles such that the

electrospinning composition is a dispersion of said solid particles.

Following objects are thus achieved with the present invention:

12
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- overcoming the abovementioned shortcomings of the prior art;

- provision of a method for obtainment of an electrospinning composition which
maintains its viscosity even after considerable processing times with an order of
magnitude of days from preparation thereof;

- provision of a method for obtaining stimuli-self-crosslinkable, heat and solvent
resistant nano-/submicrostructures; and

- provision of a low-cost method for obtainment of cross-linked electrospun nano-
/submicrostructures.

- Provision of heat and solvent resistant electrospun nano-/submicrostructures

and composite materials comprising such electrospun nano-/submicrostructures.

13



10

15

20

25

30

WO 2016/190826

Claims:

1.

6.

An electrospinning composition comprising a catalyst and a functionalized
polymer or copolymer bearing one or more epoxy ring, said mixture further
comprises an anhydride, preferably phthalic anhydride as a cross-linking agent;
wherein the epoxy:anhydride molar ratio in the electrospinning composition is
within the range between 1:1 and 50:1.

An electrospinning composition according to the Claim 1, wherein the catalyst is

a tertiary amine, preferably tributyl amine.

An electrospinning composition according to the any of the Claims 1 or 2,
wherein said epoxy:anhydride molar ratio is within the range between 2:1 and
10:1, more preferably 4:1 to 6:1; and even more preferably within the range of
4,5:1 to 5.5:1.

An electrospinning composition according to any of the Claims 1 to 3, wherein
the functionalized copolymer is styrene/glycidyl methacrylate copolymer, and the
catalyst is tributyl amine.

. A preparation method for an electrospinning composition by preparation of a

mixture comprising a catalyst and an anhydride and merging said mixture with a
polymer solution comprising a functionalized polymer or copolymer, said
functionalized polymer or copolymer having one or more epoxy ting, such that
the epoxy:anhydride molar ratio in the electrospinning composition is within the
range between 1:1 and 50:1, preferably within the range between 2:1 and 10:1,
more preferably 4:1 and 6:1; and even more preferably within the range
between 4.5:1 and 5.5:1.

A preparation method for obtaining electrospun nano-/submicrostructures, said

method comprising following steps:

a) obtainment of the electrospinning composition of Claim 5;

b) obtaining an electrospun material by electrospinning said electrospinning
composition; and

¢) in-situ cross-linking of the electrospun material of the step (b) by thermal
treatment under a temperature higher than 50°C and lower than the glass

transition temperature of said functionalized polymer or copolymer.
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7. Method according to the Claim 6, wherein the temperature in step (c) is within
the range between 55°C and 90°C, more preferably within the range between
55°C and 65°C.

8. Method according to the Claim 7, wherein the catalyst is a tertiary amine,
preferably tributyl amine.

9. Method according to any of the Claims 5 to 8, wherein the functionalized
copolymer is styrene/glycidyl methacrylate copolymer.

10.Method according to any of the claims 5-9, wherein the tertiary amine is tributyl

amine.

11.Method according to any of the claims 5-10, wherein the anhydride is preferably
phthalic anhydride.

12.Method according to any of the claims 5-11, wherein said epoxy:anhydride molar
ratio is within the range of 4:1 to 6:1; more preferably within the range of 4.5:1
to 5.5:1

13.Method according to any of the claims 5-12, wherein the catalyst is in an amount
within the range between 0.01% and 0.02 % (w/w) with respect to the weight of

the functionalized polymer or copolymer.

14.Method according to any of the claims 5-13, wherein the functionalized
copolymer is styrene/glycidyl methacrylate copolymer, and the catalyst is tributyl

amine.

15.Method according to any of the claims 6-14, wherein the thermal treatment is
performed preferably for a duration longer than 15 minutes, more preferably
within the range between 1 hour and 3 hours, even more preferably within the

range between 1.5 hours and 2.5 hours.

16.Flectrospun nano-/submicrostructures prepared with the method according to
any of the claims 6-15.

17.Composite material comprising the electrospun nano-/submicrostructures

according to the Claim 16.

15



WO 2016/190826 PCT/TR2015/000227

(a) %7

NR3*
0= 0

NR; +

90-150 °C 0—=C COoO

(b)

FIGURE 1

1/5



WO 2016/190826 PCT/TR2015/000227

o
- -

- -
PR RS
VA } N
1 ’ g CHz
\l Hy o | My \
B 0SSNSO SO0 0 S
l%‘w(’ Si"m“c {:}; I
\ . {
R CHs N G=0 4
o=¢ oo *TTC IO e R
7 SR T o
o I :
\wane # N (’) Q:ZCC\ COQCH,CHO
( o
1 7N
(?’HQ <\‘\:::::_-/'f
{
N7
O
1 .
L p OO iisnce 0=C  cooGHBHOE
. . ey - - =C 2 - oo
e = o \
7N < 2 ¢y 7N,
\\::“- g = = \:‘rm/‘/
R 2 + k4
NRs 1 NRj3 g{ 2 90-150 °C
O==C_~ CGOOCH.CHOG  coor + 0==C COOCH.LHOC  coor
\ \ \/*——*&/
7N 7 N N 7N
7 N
=4 \\:::: eases e /
/ A\
YN
<
oy =
C——OCH,CHOC €00
[/ § ( + NR3
- 9 NRy
{

FIGURE 2

2/5



WO 2016/190826 PCT/TR2015/000227

MR
R

R \\\.‘
BHY & 200K
Wlte tmm

N
S 8 N N R N 5
i i EMT o 208 kY Siggend A = SB2 ot 15 Now 2054 i
; Mags VKX M W= 11 mm Phote Na. = 8558 Time 1532228 §

FIGURE 3

3/5



WO 2016/190826 PCT/TR2015/000227

B

EHT = 400 Signat &= SE2
W= §nun PhotocNe. = 98X8 Time (113838

FIGURE 4

4/5



WO 2016/190826

R
SN
IR
SRR
S RN
R
i
SRR
SRS

N
S
5

S
AR
AR

.

e

R
AN

R
T

SRS

S

o

TR
*’%\“;«\:\\x\\l&
N

\\f‘\\\\\\\*\\\‘e N

‘ RN

R

T

R RTHHH TR

R R RR
R R R

N R

R

o

R

7
=

e

=
R
W

R R
AR R
R
R TR
T R
R R
R
\X\xi\'\\ NN \3\\5\; N
R

N

\\\\\ b\Q’?\\\
N NN
R
N
R
N R
«’\:,\

N-\":\:;\\\\ |
Ajers

%
AR k

RO
A

Mag= 000X

R

RS ‘1,3

R
e

N

R

2 SRR
R

R 3
TR
Rt

2OHERK o]

TR

R

%

RO SURIARARTIA
W\\i‘\\\\%:\*f\”ﬁ‘\:l\x R
Rl
R T
R DR

RN

R

R
\\‘\?\:‘E:
N

R
N
3

7
% 7

2
))4}

e

R
Q \\\\g W

R
T T
RRTHTRR
R
AR N AR
R
R
TR
R
RN
R

TR
R 3
T TR R
R HHhRw R
R HHHh
N AR N
R R
\ N

R
3 RhHHN. R
R
N R
R R
R T T T
TN DT
R T T HTHhHH
R T TRy
X \\\&\\\ T
T T T HHTHH
T T T X

X
R AR
R R

R
R,

SRR
W N
R

X
T X
iy X

R
TR

R
R R
T T TR
R R R R
W AR SRR N

R
R
R

SR
R
R

R

S
e

7
S
5
Sk
S

=

e
5

5
%

R AT R
R R R
R R R
R -w«\\wv\»@k\?
RN SRR

X
N
R

N O v:"' N
RN X R
AR
R R

N
SRR

SRR

Phote Ne. = 9661

N
AR
R
R

N

\'l\(:

T = ZOORY Signad & = SE2

FSUa R R T Pliots N, = 8668

FIGURE 5

5/5

R
3 N
TR
TR N
R
R THHHN
R Y

R

N

R

TR
R
R
R
\. N
X

R
=

PCT/TR2015/000227

X
R
HHHhH:6
RO
R

N

S
%

7%

Z;

7

R
Nt
R
N

R

\\xh \
RRhHnw
R

At N
TR
SRR
AR N

X
N

? B
R
N A R
RN @&Q« TR

AR SRR
SRR AR
BN

R

R

R
Rt
RN
R
R

RN
\Q«\»M

R AR
N
R R
R R TR N
R Y
T R

R

T T R T S

T T THH;HH

T T
AR
SRR

HTHHHHN
R RN
R
\»\?\ RN

R
R
RS
SRR *‘\«.::\\Q \
N
R o
i
3
1
{

R X
3

Sl
32“’*@"‘\ TR
o

NS

W ‘\;\
R R R
Dabw 13 Nov 2014
Tirews 1113

SRR

SRR
SRR

AR
RN
R

R




INTERNATIONAL SEARCH REPORT

International application No

PCT/TR2015/000227

A. CLASSIFICATION OF SUBJECT MATTER

INV. DO1D5/00 C08G59/32
ADD.

C08G59/42

DO1F1/10 DO1F6/36

According to International Patent Classification (IPC) or to both national classification and IPG

B. FIELDS SEARCHED

DO1D CO8G DOLF

Minimum documentation searched (classification system followed by classification symbols)

Documentation searched other than minimum documentation to the extent that such documents are included in the fields searched

EPO-Internal, WPI Data

Electronic data base consulted during the international search (name of data base and, where practicable, search terms used)

C. DOCUMENTS CONSIDERED TO BE RELEVANT

Category*

Citation of document, with indication, where appropriate, of the relevant passages

Relevant to claim No.

claims 1-13
example 1
page 3, lines 53-57

AL) 12 July 2012 (2012-07-12)
examples 1-5

paragraphs [0003] - [0004],
[0041]

figures 1-5

* formulae 5,6 *

EP 0 462 840 Al (JAPAN SYNTHETIC RUBBER CO
LTD [JP]) 27 December 1991 (1991-12-27)

US 2012/178332 Al (UCHIDA MAKOTO [JP] ET

1-3

1-17

[0038],

Further documents are listed in the continuation of Box C.

See patent family annex.

* Special categories of cited documents :
"A" document defining the general state of the art which is not considered
to be of particular relevance

earlier application or patent but published on or after the international
filing date

document which may throw doubts on priority claim(s) or which is
cited to establish the publication date of another citation or other
special reason (as specified)

document referring to an oral disclosure, use, exhibition or other
means

"P" document published prior to the international filing date but later than
the priority date claimed

U=

UK

"Qr

"T" later document published after the international filing date or priority
date and not in conflict with the application but cited to understand
the principle or theory underlying the invention

"X" document of particular relevance; the claimed invention cannot be
considered novel or cannot be considered to involve an inventive
step when the document is taken alone

"Y" document of particular relevance; the claimed invention cannot be
considered to involve an inventive step when the document is
combined with one or more other such documents, such combination
being obvious to a person skilled in the art

"&" document member of the same patent family

Date of the actual completion of the international search

4 February 2016

Date of mailing of the international search report

12/02/2016

Name and mailing address of the ISA/

European Patent Office, P.B. 5818 Patentlaan 2
NL - 2280 HV Rijswik

Tel. (+31-70) 340-2040,

Fax: (+31-70) 340-3016

Authorized officer

Verschuren, Jo

Form PCT/ISA/210 (second sheet) (April 2005)




INTERNATIONAL SEARCH REPORT

International application No

PCT/TR2015/000227
C(Continuation). DOCUMENTS CONSIDERED TO BE RELEVANT
Category* | Citation of document, with indication, where appropriate, of the relevant passages Relevant to claim No.
A XIA WANG ET AL: "Epoxy Resin Nanofibers 1-17
Prepared Using Electrospun Core/Sheath
Nanofibers as Templates",
MACROMOLECULAR MATERIALS AND ENGINEERING,
vol. 298, no. 6,
19 September 2012 (2012-09-19), pages
664-669, XP055066758,
ISSN: 1438-7492, DOI:
10.1002/mame.201200174
paragraphs [02.1], [02.2]
figure 1
A US 3 052 650 A (WEAR ROBERT L ET AL) 1-17
4 September 1962 (1962-09-04)
claims 1-5
column 2, lines 41-60
column 3, 1line 68 - column 4, Tine 13
column 5, lines 33-66
A ELIF OZDEN ET AL: "Engineering Chemistry 1-17
of Electrospun Nanofibers and Interfaces
in Nanocomposites for Superior Mechanical
Properties",
ACS APPLIED MATERIALS AND INTERFACES,
vol. 2, no. 7, 10 June 2010 (2010-06-10),
pages 1788-1793, XP055246750,
us
ISSN: 1944-8244, DOI: 10.1021/aml100288r
cited in the application
abstract
figures 1,3.4,6
A WO 2005/021845 A1l (SABANCI UNIVERSITESI 1-17
[TR]; DEMIR MUSTAFA MUAMMER [TR]; GULGUN
MEHMET A) 10 March 2005 (2005-03-10)
examples 1,2
claims 1-3
A KR 2010 0126094 A (KOREA INST SCI & TECH 1-17
[KR]) 1 December 2010 (2010-12-01)
claims 1-7
paragraphs [0027], [0028]

Form PCT/ISA/210 (continuation of second sheet) (April 2005)




INTERNATIONAL SEARCH REPORT

Information on patent family members

International application No

PCT/TR2015/000227
Patent document Publication Patent family Publication

cited in search report date member(s) date

EP 0462840 Al 27-12-1991 DE 69107351 D1 23-03-1995
DE 69107351 T2 13-07-1995
EP 0462840 Al 27-12-1991
JP 2893875 B2 24-05-1999
JP HO453879 A 21-02-1992
us 5364910 A 15-11-1994

US 2012178332 Al 12-07-2012 CN 102597115 A 18-07-2012
JP 5587903 B2 10-09-2014
KR 20120084741 A 30-07-2012
TW 201124570 A 16-07-2011
US 2012178332 Al 12-07-2012
WO 2011052175 Al 05-05-2011

US 3052650 A 04-09-1962  NONE

WO 2005021845 Al 10-03-2005 AT 434065 T 15-07-2009
AU 2003269796 Al 16-03-2005
DK 1658396 T3 19-10-2009
EP 1658396 Al 24-05-2006
JP 4755902 B2 24-08-2011
JP 2007528942 A 18-10-2007
US 2007218281 Al 20-09-2007
US 2011201240 Al 18-08-2011
US 2013082425 Al 04-04-2013
WO 2005021845 Al 10-03-2005

KR 20100126094 A 01-12-2010  NONE

Form PCT/ISA/210 (patent family annex) (April 2005)




	Page 1 - front-page
	Page 2 - description
	Page 3 - description
	Page 4 - description
	Page 5 - description
	Page 6 - description
	Page 7 - description
	Page 8 - description
	Page 9 - description
	Page 10 - description
	Page 11 - description
	Page 12 - description
	Page 13 - description
	Page 14 - description
	Page 15 - claims
	Page 16 - claims
	Page 17 - drawings
	Page 18 - drawings
	Page 19 - drawings
	Page 20 - drawings
	Page 21 - drawings
	Page 22 - wo-search-report
	Page 23 - wo-search-report
	Page 24 - wo-search-report

