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In this study, we present a simple method to prepare and control the structure of regenerated hybrid
silkworm silk films through icing. A regenerated hybrid silk (RHS) film consisting of a micro-fibrillar
structure was obtained by partially dissolving amino-functionalized polyhedral oligomeric silsesquioxanes
(POSS) and silk fibers in a CaCl,—formic acid solution. After immersion in water and icing, the obtained
films of RHS showed polymorphic and strain-stiffening behaviors with mechanical properties that were
better than those observed in dry or wet-regenerated silk. It was also found that POSS endowed the

burning regenerated silk film with anti-dripping properties. The higher B-sheet content observed in the
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Introduction

Silk is a fascinating natural material that combines exceptional
mechanical properties in terms of strength, stiffness, and
resilience;"” therefore, there is an increasing interest to emulate
the properties of natural silk by mimicking the natural process
in regenerated silk.*

It is generally believed that the exceptional mechanical prop-
erties of silk originate from the combination of a hierarchical
architecture of the B-sheet crystal and fibrillar structures. Several
attempts have been made in this regard. Hu et al.,® for example,
were able to regulate the crystallinity of the regenerated silk
fibroin by exposing silk to hot water vapor; Zhang et al.” showed
the preparation of silk directly by dissolving the fibers in CaCl,-
formic acid, preserving the nano-fibril structure, and allowing
high-quality silk materials; on the other hand, recently, Buehler
et al.® reported a bioinspired spinning method to obtain regen-
erated silk fibers, with interesting mechanical properties, by
pulling out a silk microfibril solution.
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composites are considered for comparison.

However, the methods adopted to reassemble silk fibroin in
thin films resulted in films that became brittle once dried or
had low strength in the wet state.”'® A recent study demon-
strates that the partial dissolution of silk fibers can be the
hidden ingredient to obtain hierarchical micro-fibrils with
a high content of B-sheet crystals.® Recent advances on the
structure of regenerated liquid silk fibroin help us gain a deeper
understanding of the effect of fiber dissolution on the proper-
ties of silk fibroin and provide important experimental data for
using silk protein as advanced functional biomaterials.***

Polyhedral oligomeric silsesquioxanes (POSS) are organic-
inorganic molecules, approximately 1-3 nm in diameter, with
the general formula (RSiO; 5),, where R is hydrogen or a func-
tional group.'**® The incorporation of amino-functionalized
POSS molecules (i.e. NH,-terminated POSS) into silk could
lead to the dispersion of these nano-cages through the coupling
of the amino groups and the oxygen atoms within the dissolved
silk chains. Moreover, POSS is a low-cost material that is
generally used in synergy with the polymer phase as a stiff phase
with the Young's modulus reaching 7.5 GPa;" in addition, it is
usually used as a flame-retardant in polymer nanocomposites
due to the retention of the silicon phase during combustion;
this leads to the reduction of flammability and the formation of
a glassy char acting as a barrier to heat.™

Herein, we report a study that exploits the ability of polyhedral
oligomeric silsesquioxanes to promote the partial dissolution of
silk fibers and act as a reinforcing agent. The post-synthesis icing
has been used to regulate the B-sheet crystal content during the
crystallization process of these hybrid micro-fibrils. We have
observed that the ice-regenerated hybrid silk film displays better
mechanical performances and a strain-stiffening character that
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can be regulated by the B-sheet crystal content and a reduced
flammability.

Experimental

For the preparation of the regenerated hybrid silk film,
commercial B. mori silk cocoons were boiled for 1 h in a distilled
water solution of 0.025 wt% NaHCO; and then rinsed with
distilled water every 30 min to remove sericin. According to the
method adopted by Kaplan et al.,* the degummed silk (i.e. 0.2
2) and aminopropyl heptaisobutyl polyhedral oligomeric sil-
sesquioxanes (ie. 2 mg) (hereinafter named
functionalized POSS were purchased from Hybrid Plastics
(USA) as a crystalline powder and used as received) were then
added to a CaCl, (i.e. 0.14 g)-formic acid (i.e. 20 ml) solution
and stirred overnight at 40 °C yielding a 1 wt% solution. The
same procedure was adopted by introducing short-COOH
functionalized multi-walled carbon nanotubes (CNTs)
supplied by Cheaptubes (outer diameter: 20-30 nm, inside
diameter: 5-10 nm, purity: >95 wt%, length: 0.5-2.0 pm).
Regenerated hybrid silk films were prepared by leaving the silk-
amino-functionalized POSS and silk-functionalized CNT solu-
tion to evaporate for 12 h in a polystyrene Petri dish (diameter
15 cm). The resulting RHS and RS-CNT films were then
immersed in distilled water for 5 min and subsequently frozen
for 3 h at —10 °C. Both the water-annealed and iced films were
air-dried at 25 °C before characterization. The morphology of
the films was investigated by optical and field emission scan-
ning electron microscopy (FESEM). Fourier transform infrared
(FTIR) analysis was performed using a Jasco FTIR FT/IR-615

amino-

a)
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spectrometer in the ATR mode in the wavenumber range from
400 to 4000 cm ™', Differential scanning calorimetry (DSC) was
carried out using TA Q200. Each sample was heated from 25 °C
to 214 °C at the heating rate of 10°C min"; the samples were
then cooled down to room temperature and heated again.
Thermogravimetric analysis (TGA) was performed using SII TG/
DTA 6300 (Seiko). The samples were heated from room
temperature to 800 °C at the heating rate of 10°C min~". The
rate of gas (air or nitrogen) was 70 ml min "

X-ray diffraction was performed using the Bruker D8
Advance diffractometer, with a CuKea radiation source and
wavelength A = 0.154 nm, operated at 40 kV and 40 mA. The
incidence angle (26) was varied between 2° and 60°, and the
scan rate was 0.02° s~ .

The tensile properties, i.e. toughness, Young's modulus, and
tensile strength, of the films were measured using a universal
tensile testing machine (Lloyd Instr. LR30K) with a 50 N static
load cell. The film samples were cut into strips (30 mm x 12
mm). The gauge length was 20 mm, and the extension rate was

set at 1 mm min .

Results and discussion

The outstanding mechanical properties of the natural silk
originate from its intrinsic hierarchical order. Previous studies
have indicated the importance of the complete dissolution of
silk in several solvents that destroys the hierarchy once the films
are dried.?*>* Herein, we used the CaCl,-formic acid dissolu-
tion system and introduced the amino-functionalized POSS
(Fig. 1a-f). This new approach results in a uniform viscous

S

Fig.1 Visual appearance and structural characterization of the regenerated hybrid silk. (a) Visual appearance of the POSS/Silk/CaCl, mixture, (b)
RHS film, (c) polarized light microscopy image of the RHS film, and (d) FESEM image of the RHS film. After 24 hours, the AFM images (70 pm x 70
um) show that the silk fiber in the (e) CaCl,—formic acid and (f) POSS/CaCl,—formic acid solution partially dissolved into micro fibrils with
diameters of about 10 um and 5 um, respectively. False color is used in the AFM images. Scale bars are 60 um in (c) and 20 um in (d).
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solution (Fig. 1a) that produces films (Fig. 1b) with a micro-
fibrillar structure (Fig. 1c-f). Interestingly, the RHS film pres-
ents light diffraction (Fig. 1c) typical of nematic liquid-crystal
configuration. These viscous liquid crystals allow the orienta-
tion of the micro-fibrils along the drawing direction, as shown
below. The AFM and FESEM analyses on silk fibers dissoluted in
the POSS CaCl,-formic acid solution show how the silk disag-
gregates from macro fibers into a micro-fibril structure.

FTIR characterization was used to estimate the B-sheet
(crystalline) content (Fig. 2a). Deconvolution of the amide I
region (1580-1700 cm ') was performed via the Origin 9.0
software by smoothing the amide I region with a nine-point
Savitzky—-Golay smoothing filter, whereas deconvolution was
performed using Lorentzian line shape (see Fig. S17). The ratio
between the peak area in the wavenumber region of 1600-

View Article Online
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1640 cm ™', which is the main absorbance region of the B-sheet
crystal in amide 1, and the whole area of the amide I has been
used to estimate the B-sheet content. The deconvolution of the
amide I band* provides an estimation of 31 £ 3%, 35 £ 3%, and
48 + 3% content of the B-sheet structure in the RS, RHS, and ice
RHS, respectively, and the B-sheet structure content of the
degummed B. mori silkworm silk is 46 + 2% (Fig. 2b). The B-
sheet content in the RS-CNTs and ice RHS-CNTs was found to
be 39 + 3% and 51 + 3%, respectively (see Fig. S11). Changes in
the structure of the silk films prepared via various treatments
were also investigated by XRD analysis. In previous studies,
three silk fibroin conformations have been identified by X-ray
diffraction: random coil, silk I, and silk II.*® Fig. 2c shows the
XRD data for the degummed silk, RS, ice RS, RHS, and ice RHS
films. The degummed silk film showed the II silk structure,”

a
) — Degummed sik ——wetSR ——Ice SR
S5 e e
s s s
oy 2 kg
g 2 gl
£ £ =
1700 1680 1660 1640 1620 1600 1580 1700 1680 1660 1640 1620 1600 1580 1700 1680 1660 1640 1620 1600 1580
Wavenumber (cm™) Wavenumber (cm™) a Wavenumber (cm™)
——RHS —RS FiceRHS
8 s s
2 2 2|
c c c
3 3 3
E E £
1700 1680 1660 1640 1620 1600 1580 1700 1680 1660 1640 1620 1600 1580 1700 1680 1660 1640 1620 1600 1580
Wavenumber (cm™) Wavenumber (cm™) Wavenumber (cm™)
b [ c) T ——Ice RHS
) 55 ) ) ——RHS
< . Ice RS
X L ° W =
e 90 I ! o~ S
= [ >
R N
= >
8 40+ % =
- £
S 35 + S
2
N - + i=
P 30t ? -
Q. ! L L 1 ! 1 1 ! i e .'M & 1 L J
K @S . @® a® O a® (5 (S 5 10 15 20 25 30 35 40
“\‘(\26 B\ L W A \&\’* s @ ?X\?\S‘c’“ Q%‘GV\ o
oe'é“ \& 29 ( )

Fig. 2

(a) FTIR spectra of the degummed silk, regenerated silk after water annealing (wet RS), regenerated silk after icing (ice RS), regenerated

hybrid silk (RHS), regenerated silk (RS), and regenerated hybrid silk after icing (ice RHS). (b) Calculated crystallinity of the prepared samples. (c)

XRD results of the degummed silk (a), RS (b), ice RS (c), RHS (d), and ice
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whereas the RS film exhibited an amorphous state, character-
ized by the presence of a broad peak in the 26 scattering angle
range from 5° to 40°. The ice RS film exhibited the typical X-ray
diffractogram of the silk I structure, having diffraction peaks at
20.4° and 29.4°.*” The ice RHS film was characterized by the
diffraction peaks at the 26 values of 9°, 20.4°, and 29.4°, corre-
sponding to the silk I and silk IT structures. Compared with that
of the RHS film, the silk II peak at 9° disappeared, and the POSS
peak at 8.3° appeared.”® The results indicate that both ice and
POSS addition have a significant influence on the formation of
the silk I structure.

Fig. 3 shows the DSC curves for RS, wet RS, ice RS, RHS, and
ice RHS; degummed silk is used as a control. RS, RHS, and RHS
after icing showed a small endothermic step below 170 °C, and
a degradation peak at about 250 °C thereinafter. The endo-
thermic step below 170 °C was due to glass transitions of the
samples, and its intensity increased with an increase in the
crystallinity of the films (see Fig. 2b).® After the appearance of
glass transition, no other peaks before thermal degradation
were detected; this implied that the PB-sheet crystals were
formed during the ice treatment and the thermal energy during
the DSC scan did not induce a significant increment of the B-
sheet content.

The mechanical characterizations of the degummed silk,
regenerated silk, wet-regenerated silk, and regenerated hybrid
silk (Fig. 4a) show that all these display a yield point followed
by the so-called strain-softening behaviour where the slope of
the stress—strain curves decreases with strain. In particular,
after losing the hierarchical structure of the degummed
natural silk, RS results in a material with poor crystalline

50 100 150 200 250

300
lceRHS[" ~ T T T ’

Heat flow (W/Q)

50 100 150 200 250 300
Temperature (°C)

Fig.3 DSC curves for the regenerated silk (RS), regenerated hybrid silk
(RHS), and ice regenerated hybrid silk (ice RHS). Degummed silk was
used as a control.
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fraction and thus with scarce mechanical properties. More-
over, since the RS film is composed of silk micro-fibrils and Ca
ions, its mechanics can be tuned by water annealing.” Hence,
calcium ion captures the water molecules, which acts as
plasticizers, resulting in soft and stretchable RS films. Thus,
wet-regenerated silk films showed a lower Young's modulus
and yield point and a higher elongation due to the plastici-
zation effect of water.” Although immersion in water helps in
the removal of both CaCl, and formic acid and induces the B-
sheet reconstruction, the RS films become more brittle in the
dry state (Fig. 4a) as compared to the wet samples. On the
contrary, after the yield point, the RS and RHS after icing
(Fig. 4b-c) show a strain-stiffening behaviour with the slope of
the stress-strain curves that thus increases with strain. This
strain-stiffening occurs in spider silk dragline®*** where first
the intra-molecule B-sheet unfolds (region between A and B in
Fig. 4c), and then, the tensile deformation causes breaking of
the crystallites; this gives rise to a strain-softening region
(region between B and C in Fig. 4c). Fig. 4d and e summarize
the trend of toughness, Young's modulus, and tensile strength
of the tested samples. The tensile strength of the RS film is 4.3
+ 0.9 MPa and the toughness is 0.10 £ 0.02 MJ m>; the
toughness of the RHS film is improved to 0.20 + 0.02 MJ m 3
with a tensile strength of 4.0 & 0.8 MPa. After icing, the tensile
strength and toughness of the RHS film improved to 8.0 +
1.6 MPa and 0.35 & 0.07 MJ m >, respectively. Thus, the RHS
film after icing shows highest mechanical properties,
demonstrating a stress—strain behaviour similar in shape to
that of spider silk. From the cross-section fracture morphology
of the RHS film after icing (Fig. 4f), it is clear that the silk
micro-fibrils show pull-out. This finding can support a crack
propagation model where the fracture mechanism is activated
in the strain-stiffening region by breaking of the bonds
between the amino-functionalized POSS nano-cages and the
silk chains that are stretched at the same time; this results in
the dissipation of mechanical energy. Finally, ice-regenerated
hybrid silk film shows a strain-stiffening strain ratio, defined
as the strain-stiffening-induced strain over the total strain of
the non-linear region, that is about 35%.

Fig. 5 shows the TGA results for the ice RS and ice RHS films
under both air and nitrogen atmosphere. Under the air atmo-
sphere (Fig. 5a), the addition of POSS improved the thermal
stability of the RS significantly at above 200 °C. The final
decomposition temperature increased from 610 °C to 700 °C,
with the incorporation of POSS. Under a nitrogen atmosphere
(Fig. 5b), the charyield increased up to 43% with the addition of
POSS.

Flame self-extinguishing is a desirable property for silk films
mainly if these films are used in silk textiles. Previous studies
demonstrated that chemically modified silk fibroin fibers
retained a high level of flame retardancy.** However, the flame
retardant finishing technology for silk is still challenging. Fig. 5
shows the burning behavior of the RS and RHS films after the
ice treatment. In the case of ice RS and ice RS-CNTs (Fig. 5¢ and
S31), the samples ignited instantly with the flame extended to
the entire sample with severe dripping of the flaming melt. For
the ice RHS film (Fig. 5d), the ignition behavior was found to be

This journal is © The Royal Society of Chemistry 2018
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Fig. 4 (a) Tensile stress—strain average curves of the degummed silk, RS film after water annealing, and RHS and RS films (5 samples averaged). (b
and c) Tensile stress—strain curves of (b) RS and (c) RHS films after icing; the curves in the top panels are the first derivative lines of the stress—
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induced-strain (the strain from point A to point B) over the total strain of the non-linear region (from point A to the elongation break C). (d)
Toughness (circles) and Young's modulus (triangles), and (e) tensile strength of the samples. (f) Cross-sectional AFM image of the ice RHS after
tensile fracture, which reveals micro fibrils strained along the drawing direction indicated by the white arrow. The schematic of the proposed
mechanism of POSS for providing additional bonding sites between the silk chains is reported.
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Fig.5 Residual weight in percentage vs. temperature for ice RS and ice RHS films, with a heating rate of 10°C min~—* under an (a) air atmosphere
and under (b) a nitrogen atmosphere. Combustion process of (c) ice RS and (d) ice RHS films. The introduction of POSS into RS extinguishes the

flame and causes anti-dripping during the combustion process.

similar to that of the ice RS film; however, the flame vanished
with char formation. Since the burning process is reduced by
the formation of glassy char of POSS, it can be said that most of
the POSS molecules are dispersed homogeneously into the silk
chains. Hence, an adequate content of the POSS hybrid silk film
can generate char to prevent the flame from spreading.

Conclusions

In summary, a regenerated hybrid silk film was fabricated by
the solvent casting approach. We found that the addition of
amino-functionalized POSS to the CaCl,-formic acid/silk
mixture induced partial dissolution of natural fibers with
a micro-fibrillar structure. The attractive characteristic of these
films made of regenerated hybrid silk include the possibility to
tune the crystalline content via the icing method. After icing,
these films displayed a higher crystalline fraction and a higher
toughness as compared to the non-hybrid regenerated coun-
terpart. Finally, the strain-stiffening behaviour as well as anti-
dripping of the flaming melt were observed on the ice regen-
erated simple and hybrid silk. This simple and facile fabrication
method can be further exploited for incorporating different

9068 | RSC Adv., 2018, 8, 9063-9069

functional inorganic species to obtain thin films with unique
properties.

Conflicts of interest

There are no conflicts of interest to declare.

Acknowledgements

N. M. P. is supported by the European Commission H2020
under the Graphene Flagship (WP14 “Polymer composites”, no.
696656) and under the FET Proactive (“Neurofibres” no.
732344). Prof. Miguel-Angel Lopez-Manchado (Instituto de
Ciencia y Tecnologia de Polimeros, ICTP-CSIC, Madrid) is
kindly acknowledged for the XRD analysis.

References

1 D. L. Kaplan, S. J. Lombardi, W. S. Muller and S. A. Fossey, in
Biomaterials: Novel Materials from Biological Sources, ed. D.
Byrom, Stockton Press, New York, 1991; p. 1.

This journal is © The Royal Society of Chemistry 2018


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c7ra13708g

Open Access Article. Published on 28 February 2018. Downloaded on 12/4/2025 3:50:01 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

2 K. A. Karve, E. S. Gil, S. P. McCarthy and D. L. Kaplan, J.
Membr. Sci., 2011, 383, 44-49.

3 R. Rajkhowa, B. Levin, S. L. Redmond, L. H. Li, L. Wang,
J. R. Kanwar, M. D. Atlas and X. Wang, J. Biomed. Mater.
Res., Part A, 2011, 97, 37-45.

4 D. M. Phillips, L. F. Drummy, D. G. Conrady, D. M. Fox,
R. R. Naik, M. O. Stone, P. C. Trulove, H. C. De Long and
R. A. Mantz, J. Am. Chem. Soc., 2004, 126, 14350-14351.

5 G. Freddi, G. Pessina and M. Tsukada, Int. J. Biol. Macromol.,
1999, 24, 251-263.

6 X. Hu, K. Shmelev, L. Sun, E.-S. Gil, S.-H. Park, P. Cebe and
D. L. Kaplan, Biomacromolecules, 2011, 125, 1686-1696.

7 F. Zhang, X. You, H. Dou, Z. Liu, B. Zuo and X. Zhang, ACS
Appl. Mater. Interfaces, 2015, 7, 3352-3361.

8 S. Ling, Z. Qin, C. Li, W. Huang, D. L. Kaplan and
M. ]. Buehler, Nat. Commun., 2017, 8, 1387.

9 C. Zhang, D. Song, Q. Lu, X. Hu, D. L. Kaplan and H. Zhu,
Biomacromolecules, 2012, 13, 2148-2153.

10 B. D. Lawrence, S. Wharram, J. A. Kluge, G. G. Leisk,
F. G. Omenetto, M. Rosenblatt and D. L. Kaplan,
Macromol. Biosci., 2010, 10, 393-403.

11 G. Cheng, X. Wang, S. Tao, J. Xia and S. Xu, J. Appl. Polym.
Sci., 2015, 132, 41959.

12 H.-Y. Wang and Y.-Q. Zhang, Soft Matter, 2013, 9, 138-145.

13 X. Wu, X. Wu, B. Yang, M. Shao and G. Feng, Appl. Spectrosc.,
2017, 71, 1785-1794.

14 P. G. J. Harrison, J. Organomet. Chem., 1997, 542, 141-183.

15 R. H. Baney, M. Itoh, A. Sakakibara and T. Suzuki, Chem.
Rev., 1995, 95, 1409-1430.

16 M. G. Voronkov and V. L. Lavrentyev, Top. Curr. Chem., 1982,
102, 199-236.

This journal is © The Royal Society of Chemistry 2018

View Article Online

RSC Advances

17 P. P. Pescarmona and T. Maschmeyer, Aust. J. Chem., 2001,
54, 583-596.

18 Q. L. He, L. Song, Y. Hu and S. Zhou, J. Mater. Sci., 2009, 44,
1308-1316.

19 S. Ling, Q. Zhang, D. L. Kaplan, F. Omenetto, M. J. Buehler
and Z. Qin, Lab Chip, 2016, 16, 2459-2466.

20 X. Yue, Mater. Lett., 2014, 128, 175-178.

21 C. H. Zhao, J. M. Yao, H. Masuda, R. Kishore and T. Asakura,
Biopolymers, 2003, 69, 253-259.

22 Y. Xu, H. L. Shao, Y. P. Zhang and X. C. Hu, J. Mater. Sci.,
2005, 40, 5355-5358.

23 P. Corsini, J. Perez-Rigueiro, G. V. Guinea, G. R. Plaza,
M. Elices, E. Marsano, M. M. Carnasciali and G. Freddi, J.
Polym. Sci., Part B: Polym. Phys., 2007, 45, 2568-2579.

24 G. R. Plaza, P. Corsini, J. Perez-Rigueiro, E. Marsano,
G. V. Guinea and M. Elices, J. Appl. Polym. Sci., 2008, 109,
1793-1801.

25 X. Hu, D. Kaplan and P. Cebe, Macromolecules, 2006, 39,
6161-6170.

26 Q. Lu, X. Hu, X. Wang, J. A. Kluge, S. Lu, P. Cebe and
D. L. Kaplan, Acta Biomater., 2010, 6, 1380-1387.

27 J. P. Anderson, Biopolymers, 1998, 45, 307-321.

28 L. Valentini, M. Cardinali, J. M. Kenny, M. Prato and
O. Monticelli, Eur. J. Inorg. Chem., 2012, 5282-5287.

29 Y. Liu, A. Sponner, D. Porter and F. Vollrath,
Biomacromolecules, 2008, 9, 116-121.

30 N. Du, Z. Yang, X. Y. Liu, Y. Li and H. Y. Xu, Adv. Funct.
Mater., 2011, 21, 772-778.

31 J. Guan, C. Q. Yang and G. Chen, Polym. Degrad. Stab., 2009,
94, 450-455.

RSC Adlv., 2018, 8, 9063-9069 | 9069


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c7ra13708g

	Ice-regenerated flame retardant and robust film of Bombyx mori silk fibroin and POSS nano-cagesElectronic supplementary information (ESI) available. See DOI: 10.1039/c7ra13708g
	Ice-regenerated flame retardant and robust film of Bombyx mori silk fibroin and POSS nano-cagesElectronic supplementary information (ESI) available. See DOI: 10.1039/c7ra13708g
	Ice-regenerated flame retardant and robust film of Bombyx mori silk fibroin and POSS nano-cagesElectronic supplementary information (ESI) available. See DOI: 10.1039/c7ra13708g
	Ice-regenerated flame retardant and robust film of Bombyx mori silk fibroin and POSS nano-cagesElectronic supplementary information (ESI) available. See DOI: 10.1039/c7ra13708g
	Ice-regenerated flame retardant and robust film of Bombyx mori silk fibroin and POSS nano-cagesElectronic supplementary information (ESI) available. See DOI: 10.1039/c7ra13708g
	Ice-regenerated flame retardant and robust film of Bombyx mori silk fibroin and POSS nano-cagesElectronic supplementary information (ESI) available. See DOI: 10.1039/c7ra13708g
	Ice-regenerated flame retardant and robust film of Bombyx mori silk fibroin and POSS nano-cagesElectronic supplementary information (ESI) available. See DOI: 10.1039/c7ra13708g


