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Anisotropic composite thermal control materials show efficient thermal management ability, which can not
only improve the heat flow in the direction of high thermal conductivity and prevent local overheating, but
also reduce the heat flow in the direction of the low thermal conductivity and improve thermal insulation. In
this paper, the anisotropic microstructure of natural wood (e.g. poplar) was used as a reference template.
The filling of the SiO, aerogel into the multi-layer pore structure and microtubule structure originally
occupied by lignin was controlled by the process of the axial self-adsorption, limited sol—gel and natural
drying. The anisotropic composite biomimetic thermal control materials were prepared by high
temperature carbonization and the thermal control properties were evaluated. The anisotropic carbon/
SiO, (ACS) composite biomimetic thermal control material obtained after carbonization inherits the
anisotropic microstructure. The axial thermal conductivity of the ACS composite biomimetic thermal
control material is mainly determined by the thermal conductivity of the carbon composite microtubule
structure. The SiO, aerogel filled between carbon composite microtubules and the abundant axial
microcracks endow the ACS composite biomimetic thermal control material with excellent radial
thermal insulation performance. The maximum specific surface area of the ACS composite biomimetic

thermal control material is 183 m? g%, and the maximum density is 517.8 + 55.9 kg m~>. The maximum
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Accepted 28th August 2024 axial thermal conductivity of the ACS composite biomimetic thermal control material is 0.73 + 0.07 W

m~! k™%, and the radial thermal conductivity is 0.28 & 0.01 W m~* k™. The maximum ratio of the axial
DOI: 10.1035/d4ra04833d thermal conductivity to radial thermal conductivity of the ACS composite biomimetic thermal control
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lignin). 7 The highly anisotropic microstructure of the
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1 Introduction

Anisotropic composite thermal control materials show efficient
thermal management ability, which can not only improve the
heat flow in the direction of high thermal conductivity and
prevent local overheating, but also reduce the heat flow in the
direction of the low thermal conductivity and improve thermal
insulation.”® Therefore, the anisotropic composite thermal
control materials have broad application prospects in aero-
space, aviation and military fields. The development of high-
performance anisotropic composite thermal control materials
is of great significance to improve national defense and military
strength.**°

Natural wood is composed of elongated tracheids inter-
connected by intercellular layers (elongated tracheids are
mainly composed of the cellulose microfibers, hemicellulose,
and lignin, the intercellular layer is primarily composed of
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natural wood endows it with excellent anisotropic thermal
control properties.'' The thermal conductivity of spruce in the
direction perpendicular to the grain is about 0.17 W m™* k™,
while that parallel to the grain is about 0.35 W m™" k™ '.>° This
indicates that the highly anisotropic porous multi-scale
oriented microtubule structure of the natural wood can be
used for reference to guide the biomimetic design of aniso-
tropic thermal control materials’ microstructures. After chem-
ical delignified, with the removal of lignin and most of the
hemicellulose, a large number of micro-scale and nano-scale
pore structures were formed in the elongated cellulose micro-
tubules (elongated tracheids after lignin removal).*** The
microtubule cavity structure with micrometer scale is formed
between the oriented elongated microtubules.** Therefore, the
delignified wood is a kind of anisotropic porous wood-derived
material, which is composed of the elongated cellulose micro-
tubules coiled at different angles and has abundant micro-nano
scale pore structure and cavity microstructure.*»** The elon-
gated microtubules, intertubular cavities and fusiform nano-
pore structures provide a broad operating space for the micro-
nano scale structure control of wood-derived biomimetic
materials. In addition, it is found that cellulose microfibers with
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cellulose I crystal structure have good thermal conductivity, and
the theoretical thermal conductivity is as high as 5.7 £ 0.9 W
m ' K 1% As a result, the cellulose microtubules have the
ability to exhibit high thermal conductivity along their axis.

The SiO, aerogel is a porous material with pearl-necklace-
like skeletons structure connected by Si-O-Si bond of the SiO,
nanoparticles.”®*® The low density, high porosity and low
thermal conductivity of the SiO, aerogels have attracted wide
attention. Among them, ultra-low thermal conductivity is its
most attractive feature. The thermal conductivity of the SiO,
aerogel insulation material is as low as 15 mW m™ ' K *. In
avacuum environment, the thermal conductivity of SiO, aerogel
insulation material is as low as 10 mW m ™' K. Therefore, SiO,
aerogels show broad application prospects in the field of
thermal insulation.***' Sol-gel is one of the most common
methods for preparing SiO, aerogel insulation materials.**?*
Under the catalysis of the oxalic acid, tetraethyl orthosilicate
was hydrolyzed in the mixed solution of the ethanol and
deionized water to form clear, transparent and low viscosity
SiO, aerogel precursor sol. This shows that tetraethyl orthosi-
licate hydrolysates are very small. The SiO, aerogel precursor sol
has good wettability for delignified wood. The low viscosity of
the SiO, aerogel precursor sol indicates that it is easy to enter
the multi-scale microstructure of the delignified poplar sheets
under the capillary force. However, the delignified poplar sheets
has relatively complex microstructure and surface properties,
which will inevitably increase the flow complexity of the SiO,
aerogel precursor sol, which brings difficulties to the control the
filling of the SiO, aerogel precursor sol. In addition, the
complex micro/nano-scale limited space and surface properties
make it difficult to regulate the sol-gel transformation of the
SiO, aerogel precursors and the microstructure of the SiO,
aerogel. In this paper, the delignified poplar sheets with
complex micro/nano-scale pore structure were prepared by
lignin removal process. The SiO, aerogel precursor sol was
controllable filled into the complex micro/nano-scale pore
structure of the delignified poplar wood sheets, and the
microstructure of the SiO, aerogel was regulated. Finally, the
anisotropic carbon/SiO, composite biomimetic thermal control
materials were prepared and their thermal control properties
were evaluated.

2 Experimental section
2.1 Preparation of the delignified poplar sheets

The carbon dioxide laser (the power of the carbon dioxide laser
is 7.5 W, and the rapid ablation rate is 500 mm S™") was used to
ablation the surface of the poplar sheets (35 x 35 x 3 mm, the
poplar sheets perpendicular to the growth direction and parallel
to the growth direction). The surface ablated poplar sheets were
immersed in 100 mL of the lignin removal solution (the mass
ratio of the deionized water to sodium chlorite was 95 : 5, and
the pH value of the lignin removal solution was adjusted to 4-5
by acetic acid). The lignin was removed in an oil bath at 100 °C
for 12 h, then replaced with a fresh 100 mL lignin removal
solution, and further removed in an oil bath at 100 °C for 12 h. It
was naturally cooled to room temperature and replaced three
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times with deionized water (6 h each time to remove the
remaining chemical substances in the delignified poplar
sheets). The excessive deionized water in the delignified poplar
sheets was drained in the natural environment. Finally, the
delignified poplar sheets were frozen in the refrigerator, and the
delignified poplar sheets were obtained by freeze drying.

2.2 Preparation of the anisotropic carbon/SiO, composite
biomimetic thermal control materials

The mixture of tetraethyl orthosilicate (TEOS), ethanol and
deionized water was prepared according to the molar ratio of 1 :
1:4, 1:2:5:4, 1:5:4 and 1:10:4, respectively. A small
amount of 0.5 M oxalic acid solution was used to adjust the pH
value of the above mixed liquid, and magnetic agitation
promoted the hydrolysis of tetraethyl orthosilicate, and finally
formed a clear and transparent SiO, aerogel precursor solution.
Under the action of capillary force, SiO, aerogel precursor
solution can be evenly filled into the microtubule structure
along the cellulose microtubule axis from bottom to bottom by
overcoming the gravity of SiO, aerogel precursor solution. The
delignified poplar sheets adsorbed with SiO, aerogel precursor
solution were placed in a closed glass reaction vessel, gelated at
60 °C for 24 h, and then aged at the same temperature for 12 h
to obtain the delignified poplar/SiO, wet gel composite mate-
rial. Then the delignified poplar/SiO, wet gel composite mate-
rial was replaced in ethanol 3 times, each time for 6 h, and then
in n-hexane for 3 times, each time for 6 h. After drying at room
temperature and 80 °C for 6 h, the anisotropic cellulose/SiO,
aerogel composite biomimetic thermal control material (CS-X,
where X represents the molar ratio of ethanol) was obtained.
In an Ar inert atmosphere, the CS-X composite biomimetic
thermal control materials were carbonized at 800 °C for 30
minutes to obtain anisotropic carbon/SiO, composite biomi-
metic thermal control material (ACS-X, X represents the molar
ratio of ethanol. The heating rate of room temperature is 1 °©
C min~" in the temperature range of the room temperature and
400 °C and 5 °C min ™" in the temperature range of 400-800 °C).
The preparation process of anisotropic carbon/SiO, composite
biomimetic thermal control material is shown in Fig. 1.

2.3 Material characterization

The microstructure of the materials was observed by field
emission scanning electron microscopy (SEM, JSM-6490LV,
Japan). Information about the crystal structure of the material
was characterized by X-ray diffractometer (D8 ADVANCE, Ger-
many). The Raman spectrum of the material was collected on
a Raman spectrometer (laser wavelength 532 nm, HORIBA
Scientific LabRAM HR Evolution). X-ray photoelectron spec-
troscopy (XPS) of the material was acquired on an X-ray
photoelectron spectrometer (monochrome Al Ka source,
ESCALAB 250Xi, USA). The specific surface area and pore size
distribution of the composite biomimetic thermal control
material were calculated using the nitrogen absorption/
desorption isotherm collected by the nitrogen absorption/
desorption instrument (77 K, BELSORP-mini II Japan). The
thermal degradation performance of composite biomimetic
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Fig. 1 Illustration of fabrication process for the of the anisotropic carbon/SiO, composite biomimetic thermal control material.

thermal control materials was evaluated using a thermogravi-
metric analyzer (TGA/DSC1 USA) (heating rate of 10 °C min ™"
from room temperature to 800 °C in N, atmosphere). The
Fourier transform infrared (FT-IR) spectrum of the material was
acquired on an infrared spectrometer (BRUKER TENSOR 27).
The thermal conductivity of the composite biomimetic thermal
control material at room temperature was measured on
a multifunctional rapid thermal conductivity tester (DRE-III,
transient plane heat source method).

3 Results and discussion

Fig. 2a shows the micromorphology of the poplar sheets. The
multiscale hierarchical porous anisotropic microstructure of
thr poplar is covered by cellulose microfibers. The high-speed
rotating saw blade can only make cellulose microfibers ductile
fracture due to the good mechanical flexibility of cellulose
microfibers in poplar sheets. Therefore, the CO, laser was used
to ablate the surface of the poplar sheet to remove the ductile
fracture surface layer of the poplar sheet. Fig. 2b shows the
surface morphology of the poplar sheets after CO, laser abla-
tion. After laser ablation, there were large conduits (about 80
pum) and abundant tracheids (about 10 um) on the surface of the
poplar sheets. Many microscope-scale pore structures are
exposed on the surface of poplar wood sheets, which can
promote the penetration of lignin removal solution to the
interior of poplar wood sheets. This is conducive to the
complete and efficient removal of lignin in the lignin removal
process. Fig. 2c shows the surface microstructure of the
delignified poplar sheets. The lignin removal solution can
remove the lignin and some hemicellulose in the intercellular
layer to form an intertubular cavity. The removal rate of lignin
and hemicellulose from poplar sheets was about 42.1%. This

© 2024 The Author(s). Published by the Royal Society of Chemistry

indicates that lignin and hemicellulose in poplar sheets are
almost completely removed. Therefore, the isolated tracheid
structure is a microtubule structure composed of cellulose. The
cellulose microtubules in the delignified poplar sheets still
maintained an oriented aggregation microstructure. The
abundant intertubular cavity structure, internal cavity structure
and many pores in the wall of cellulose microtubule provide
a broad operating space for controlling performance. The
delignified poplar sheets have the same crystal structure as the
poplar sheets (Fig. 2d). The characteristic diffraction peaks of
(110), (110), and (200) crystal faces belonging to the natural
cellulose I crystal structure appear at 26 of 15.8° and 22.3°,
respectively.®* This indicates that the natural cellulose I crys-
talline structure of cellulose microtubules in delignified poplar
sheets was not damaged by delignification. Therefore, the
cellulose microtubules in the delignified poplar sheets are
composed of cellulose microfibril with cellulose I crystalline
structure, which are coiled at different angles. The delignified
poplar sheets are easy to be moistened by SiO, aerogel precursor
solution. the SiO, aerogel precursor solution was quickly and
evenly filled into the multilevel cavity structure of the deligni-
fied poplar wood sheets from bottom to top along the axis of
cellulose microtubules by capillary forces (Fig. Slat). The
concentration of SiO, aerogel precursor solution has a certain
regulation effect on the filling time (Fig. S1b¥). The filling times
of the CS-1.0, CS-2.5, CS-5.0 and CS-10.0 were 39.5 + 7.5, 28.5 +
3.5,25.5 £ 5.5 and 16.3 + 1.6 s, respectively. It can be seen that
the filling time gradually decreases with the decrease of the
concentration of SiO, aerogel precursor solution.

Fig. 3 is the SEM image of anisotropic cellulose/SiO, aerogel
composite biomimetic thermal control material. The SiO, aer-
ogel precursor solutions with different concentrations between
cellulose microtubules and within cellulose microtubules were

RSC Adv, 2024, 14, 34081-34089 | 34083
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Fig. 2 Surface microstructure of poplar (a), surface microstructure of laser treated poplar (b), microstructure of delignified poplar (c), XRD

patterns of poplar and delignified poplar (d).

converted into SiO, aerogel. The cellulose/SiO, aerogel
composite biomimetic thermal control materials still exhibit an
oriented and anisotropic aggregation microstructure. Obvi-
ously, there was obvious cracking between cellulose microtu-
bules after drying with n-hexane at room temperature. The
abundant axial microcracks in the cellulose/SiO, aerogels
composite biomimetic thermal control materials may help to
increase the radial conduction thermal resistance of the
composite biomimetic thermal control materials, and thus
enhance the thermal anisotropy of the composite biomimetic
thermal control material. The size of microcracks between
composite microtubules increased with the decrease of the
concentration of SiO, aerogel precursor solution. The SiO,
aerogels filled between and inside cellulose microtubules show
a typical microstructure of SiO, aerogels prepared by TEOS sol-
gel process, which is a 3D network structure randomly assem-
bled by SiO, nanoparticles. With the decrease of the concen-
tration of SiO, aerogel precursor solution, the size of SiO,
nanoparticles show a tendency to gradually increase, and the
random stacking microstructure show a tendency to gradually
loosen.

The interaction between SiO, aerogels and cellulose micro-
tubules in the cellulose/SiO, aerogels composite biomimetic
thermal control materials was characterized by infrared spec-
troscopy (Fig. 4a). The CS-X composite biomimetic thermal
control material has an absorption peak attributed to Si-O-Si
stretching vibration at about 795 cm™*, and an absorption peak

34084 | RSC Adv, 2024, 14, 34081-34089

attributed to Si-O-C stretching vibration appears at about
1059 cm ™' (the C-O stretching vibration absorption peak of
cellulose also appears nearby, because the molar extinction
coefficient of the C-O stretching vibration absorption peak of
cellulose is 4-5 orders of magnitude lower than that of the Si-O
stretching vibration absorption peak. Therefore, the absorption
peak at about 1059 cm ™' is mainly from the Si-O-C stretching
vibration in the cellulose/SiO, aerogel composite biomimetic
thermal control material).*® Si-O-C stretching vibration
absorption peak indicates that SiO, aerogel can form a strong
and stable organic and inorganic interface structure with
cellulose microtubules through chemical bond Si-O-C.

The influence of the SiO, aerogels on the thermal stability of
the cellulose/SiO, aerogel composite biomimetic thermal
control materials was characterized by thermogravimetric
analysis (Fig. 4b). The cellulose/SiO, aerogel composite biomi-
metic thermal control material has the most obvious weight
loss step in the temperature range of 100 to 800 °C. The weight
loss step occurs in the temperature range of 229-356 °C, and the
maximum weight loss rate occurs at 313 °C. The thermal loss
can be attributed to the thermal degradation of the cellulose
microtubules in a nitrogen atmosphere.** The thermal degra-
dation temperature of the cellulose/SiO, aerogel composite
biomimetic thermal control materials showed an increasing
trend with the increase of the concentration of SiO, aerogel
precursor solution. At the carbonization temperature of 800 °C,
the thermal degradation residual rate of the cellulose/SiO,

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.3 The SEM images of the anisotropic cellulose/SiO, aerogel composite biomimetic thermal control material, (a) CS-1.0, (b) CS-2.5, (c) CS-

5.0 and (d) CS-10.0.

aerogel increased gradually from 33.6% of CS-10.0 to 53.4% of
CS-1.0 composite biomimetic thermal control material.

Fig. 5 shows the microstructure of the carbon/SiO, aerogel
composite biomimetic thermal control materials at different
solution concentrations of the SiO, aerogel precursor solution.
The anisotropic microstructure of the cellulose/SiO, aerogel
composite biomimetic thermal control materials is retained in
carbon/SiO, aerogel composite biomimetic thermal control
materials. The reason is that the thermosetting cellulose
natural polymer materials will not melt when thermal degra-
dation occurs during the high temperature carbonization

(a)

1050 900 750 600 450

Wavenumber(cm™

1350 1200

1)

(b)

process. Therefore, cellulose composite microtubules are
transformed into carbon composite microtubules after high
temperature carbonization process. During the carbonization
process, the volume shrinkage of the SiO, aerogels filled
between and inside cellulose microtubules does not match the
volume shrinkage of the carbon microtubules carbonized from
cellulose microtubules. This will result in separation between
SiO, aerogels and carbon composite microtubules. The contri-
bution of the SiO, aerogel filled between and inside cellulose
microtubules to the radial heat insulation performance of the
carbon/SiO, aerogel composite biomimetic thermal control
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Fig. 4 The FT-IR spectrums (a), and the TG curves (b) of the anisotropic cellulose/SiO, composite biomimetic thermal control materials.
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Fig. 5 The SEM images of the anisotropic carbon/SiO, aerogel composite biomimetic thermal control materials, (a) ACS-1.0, (b) ACS-2.5, (c)

ACS-5.0 and (d) ACS-10.0.

materials is significantly different. The main contributor to the
excellent radial thermal insulation performance of the carbon/
SiO, aerogels is the SiO, aerogels filled between the carbon
composite microtubes. However, the SiO, aerogels in carbon
composite microtubules have little contribution to the radial
thermal insulation performance of the carbon/SiO, aerogels.
The existence of the SiO, aerogels in carbon composite micro-
tubules is not conducive to the lightweight of the carbon/SiO,
aerogel composite biomimetic thermal control materials. With
the decrease of the concentration of SiO, aerogel precursor
solution, the SiO, aerogels filled in composite microtubules
gradually decreases. The SiO, aerogel even appeared only on the
composite microtube wall of ACS-10.0 composite biomimetic
thermal control material. In addition, the SiO, aerogel filled
between the composite microtubules also gradually decreases
with the concentration of SiO, aerogel precursor solution
decreases (Fig. S27). After carbonization at 800 °C, the SiO,
aerogels in the carbon/SiO, aerogel composite biomimetic
thermal control material still presents a 3D network structure
formed by random assembly of SiO, nanoparticles.

The pore structure and specific surface of the anisotropic
carbon/SiO, aerogel composite biomimetic thermal control
materials were characterized by adsorption/desorption
isotherm (Fig. 6a, b and Table S17). According to IUPAC clas-
sification, the nitrogen adsorption/desorption isotherms of the
anisotropic carbon/SiO, aerogel composite biomimetic thermal

34086 | RSC Adv, 2024, 14, 34081-34089

control materials belong to type II adsorption/desorption
isotherms with type H3 hysteresis loops. This indicates that
the anisotropic carbon/SiO, aerogel composite biomimetic
thermal control material is a porous material with large pore
structure. The H3 hysteresis loop shows that the pore structure
of the anisotropic carbon/SiO, aerogel composite biomimetic
thermal control material is mainly a slit pore. The BET specific
surface areas of the ACS-1.0, ACS-2.5, ACS-5.0 and ACS-10.0
composite biomimetic thermal control materials is 153, 183,
85 and 24 m* g~ !, respectively. The BET specific surface area of
the anisotropic carbon/SiO, aerogel composite biomimetic
thermal control materials gradually decreases with the decrease
of the concentration of the SiO, aerogel precursor solution. The
specific surface area of the composite biomimetic thermal
control material is mainly derived from the manipulated filled
SiO, aerogels. The average pore size of the ACS-1.0, ACS-2.5,
ACS-5.0 and ACS-10.0 composite biomimetic thermal control
materials is 5.8, 7.3, 8.8 and 11.5 nm, respectively. The average
pore diameter of the anisotropic carbon/SiO, aerogel composite
biomimetic thermal control materials gradually increases with
the decrease of the concentration of SiO, aerogel precursor
solution. The pore size distribution peak of the ACS-10.0
composite biomimetic thermal control material appears at
2.0 nm. However, the pore size distribution peak of Other
composite biomimetic thermal control materials appears at
about 6.5 nm. The total pore volume of the ACS-1.0, ACS-2.5,

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 N, adsorption and desorption isotherm (a), pore size distribution (b), XRD (c), and Raman spectrum (d) of the anisotropic carbon/SiO,
composite biomimetic thermal control materials, the full spectrum (e), high resolution C 1s (f), high resolution Si 2p (g) and O 1s (h) XPS spectra of
the ACS-2.5 composite biomimetic thermal control materials, the density (i) of the anisotropic carbon/SiO, composite biomimetic thermal

control materials.

ACS-5.0 and ACS-10.0 composite biomimetic thermal control
materials is 0.2788, 0.2498, 0.2450 and 0.0930 cm® g,
respectively. The total pore volume of the composite biomimetic
thermal control material decreases gradually with the decrease
of the concentration of SiO, aerogel precursor solution.

Fig. 6¢ shows the XRD pattern of the anisotropic carbon/SiO,
aerogel composite biomimetic thermal control material. The
diffraction peak at 21.6° is attributed to the characteristic
diffraction peak of the amorphous carbon (002) crystal face.
This indicates that cellulose microtubules are transformed into
amorphous carbon microtubules after high temperature
carbonization. The axial thermal conductivity of the ACS-X
composite biomimetic thermal control material is mainly
determined by the thermal conductivity of the amorphous
carbon in composite carbon microtubules. In addition, there is
no characteristic diffraction peak of the SiO, aerogels in the
XRD pattern of the ACS-X composite biomimetic thermal
control material. Therefore, the SiO, aerogel in ACS-X
composite biomimetic thermal control material is an amor-
phous crystal structure, which will help to improve the thermal
insulation performance in the radial direction of the ACS-X
composite biomimetic thermal control material.

In order to further evaluate the carbon structure of the ACS-X
composite biomimetic thermal control material, the composite
biomimetic thermal control materials were tested by Raman
spectroscopy (Fig. 6d). The characteristic peaks at 1329 cm™*

© 2024 The Author(s). Published by the Royal Society of Chemistry

and 1590 cm™ " in the Raman spectra of the ACS-X composite
biomimetic thermal control material are attributed to the D-
band characteristic peak of the disordered carbon and the G-
band characteristic peak of the graphitized carbon, respec-
tively. The carbon material in the ACS-X composite biomimetic
thermal control material has the crystal structure of amorphous
carbon. The I,/I; ratio of the ACS-1.0, ACS-2.5, ACS-5.0 and ACS-
10.0 composite biomimetic thermal control materials is 0.94,
0.96, 0.96 and 0.96, respectively. The Ip/I; ratio of the ACS-X
composite biomimetic thermal control material is almost
unchanged with the increase of the concentration of SiO, aer-
ogel precursor solution. The controlled filled SiO, aerogel has
little effect on the crystal structure of the carbon material in the
ACS-X composite biomimetic thermal control material.

The X-ray photoelectron spectroscopy was used to analyse
the chemical elements and chemical environment on the
surface of the anisotropic ACS-2.5 composite biomimetic
thermal control material (Fig. 6e-h). ACS-2.5 composite
biomimetic thermal control material is mainly composed of C,
O and Si element with atomic proportion of 17.01%, 55.66%
and 27.33%, respectively. The XPS spectrum of the high reso-
lution C 1s can be deconvolved into three peaks, which are
attributed to C-C/C=C (284.8 eV), C-O (285.5 eV) and C=0
(286.4 eV). The C element on the surface of the ACS-2.5
composite biomimetic thermal control material is mainly
derived from amorphous carbon formed by high temperature
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composite biomimetic thermal control materials.

degradation of cellulose. The high-resolution O 1s XPS spec-
trum can deconvolve a peak attributed to O-Si (533.2 eV),
indicating that the oxygen element on the surface of ACS-2.5
composite biomimetic thermal control material comes from
SiO, aerogel. The XPS spectrum of the high-resolution Si 2p can
deconvolve a symmetric unimodal ascribed to Si-O (104.0 eV),
indicating that the Si element in the ACS-2.5 composite
biomimetic thermal control material has only one Si** oxidation
state chemical structure.

The density of the ACS-1.0, ACS-2.5, ACS-5.0 and ACS-10.0
composite biomimetic thermal control materials is 517.8 +
55.9, 355.7 & 87.9, 276.8 + 31.6 and 171.4 + 29.6 kg m °,
respectively (Fig. 6i). Obviously, the density of the composite
biomimetic thermal control materials shows a gradually
increasing trend with the gradual increase of the concentration
of SiO, aerogel precursor solution. The density of the ACS-1.0
composite biomimetic thermal control material is more than
3 times that of the ACS-10.0 composite biomimetic thermal
control material.

Fig. 7a shows the axial and radial thermal conductivity of the
carbon/SiO, aerogel composite biomimetic thermal control
material prepared by carbonization at 800 °C in an inert
atmosphere. The axial thermal conductivity of the ACS-1.0, ACS-
2.5, ACS-5.0 and ACS-10.0 composite biomimetic thermal
control materials is 0.32 + 0.02, 0.36 + 0.03, 0.51 £ 0.01 and
0.73 £ 0.07 W m™ ' k7', respectively. The axial thermal
conductivity of the carbon/SiO, aerogel composite biomimetic
thermal control material gradually increases with the gradual
decrease of the concentration of the SiO, aerogel precursor
solution. The axial thermal conductivity of the carbon/SiO,
aerogel composite biomimetic thermal control material is
mainly determined by the thermal conductivity of the carbon
composite microtubule structure. The radial thermal conduc-
tivity of the ACS-1.0, ACS-2.5, ACS-5.0 and ACS-10.0 composite
biomimetic thermal control materials is 0.22 + 0.004, 0.11 +
0.003, 0.15 4 0.004 and 0.28 + 0.01 W m ™" k', respectively. The
radial thermal conductivity of the carbon/SiO, aerogel

34088 | RSC Adv, 2024, 14, 34081-34089

composite biomimetic thermal control material first decreases
and then increases with the gradual decrease of the concen-
tration of SiO, aerogel precursor solution. The radial thermal
conductivity of the ACS-10.0 composite biomimetic thermal
control materials is mainly determined by the SiO, aerogel.
Therefore, the microstructure and distribution of the SiO, aer-
ogel significantly affect the thermal conductivity of the ACS-10.0
composite biomimetic thermal control materials. The dense
microstructure of the SiO, aerogels with high concentration of
the SiO, aerogel precursors is not conducive to improving the
thermal insulation performance. As the concentration of the
SiO, aerogel precursor solution decreases gradually, the
microstructure of the SiO, aerogel becomes loose gradually. The
loose microstructure of the SiO, aerogel is conducive to further
improving the thermal insulation performance. However, when
the concentration of the SiO, aerogel precursors gradually
decreases, the SiO, aerogel layer covering the outer wall of the
composite microtubules gradually becomes thinner. The
composite microtubules covered with a thin SiO, aerogel layer
increase the thermal conductivity. The ratio of the axial thermal
conductivity to radial thermal conductivity of the ACS-1.0, ACS-
2.5, ACS-5.0 and ACS-10.0 composite biomimetic thermal
control materials is 1.4, 3.2, 3.3 and 2.5, respectively.

4 Conclusions

In this paper, the filling of the SiO, aerogel into the multi-layer
pore structure and microtubule structure originally occupied by
lignin was controlled by the process of the axial self-adsorption,
limited sol-gel and natural drying. Then the anisotropic
composite biomimetic thermal control materials were prepared
by high temperature carbonization and their properties were
evaluated. The SiO, aerogel precursor solution was quickly and
evenly filled into the multilevel cavity structure of the deligni-
fied poplar wood sheets from bottom to top along the axis of the
cellulose microtubules by capillary forces. The minimum filling
time of 35 mm axial distance is only 16.3 + 1.6 s. The SiO,

© 2024 The Author(s). Published by the Royal Society of Chemistry
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aerogel can form a strong and stable organic-inorganic inter-
face structure with cellulose microtubules through Si-O-C
chemical bond. The ACS-X composite biomimetic thermal
control material obtained after carbonization inherits the
anisotropic oriented microstructure. The axial thermal
conductivity of the CS-X composite biomimetic thermal control
material is mainly determined by the thermal conductivity of
the carbon composite microtubule structure. The SiO, aerogel
filled between carbon composite microtubules and abundant
axial microcracks endow the ACS-X composite biomimetic
thermal control material good radial heat insulation perfor-
mance. The maximum specific surface area of the ACS-X
composite biomimetic thermal control material is 183 m* g™ *,
and the maximum density is 517.8 + 55.9 kg m™>. The
maximum axial thermal conductivity of the ACS-X composite
biomimetic thermal control material is 0.73 + 0.07 Wm ' k™%,
and the radial thermal conductivity is 0.28 £ 0.01 W m ' k™.
The maximum ratio of axial thermal conductivity to radial
thermal conductivity of the ACS-X composite biomimetic
thermal control material is 3.3.
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