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ABSTRACT: Sufficient amounts of fluorographene sheets with
different sheet-size and fluorine/carbon ratio were synthesized for
preparing of fluorographene/polyimide hybrids in order to explore the
effect of fluorographene on the dielectric properties of hybrid
materials. It is found that the fluorine/carbon ratio, width of band
gap, and sheet-size of fluorographene play the important roles in
determining the final dielectric properties of hybrids. The
fluorographene with high fluorine/carbon ratio (F/C ≈ 1) presents
broaden band gap, enhanced hydrophobicity, good dispersity and
thermal stability, etc. Even at a very low filling, only 1 wt %, its polyimide hybrids exhibited drastically reduced dielectric
constants as low as 2.1 without sacrificing thermal stability, improved mechanical properties obviously and decreased water
absorption by about 120% to 1.0 wt %. This provides a novel route for improving the dielectric properties of materials and a new
thought to carry out the application of fluorographene as an advanced material.
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1. INTRODUCTION

The controlling of dielectric properties has attracted ever-
increasing attention for preparing new type advanced materials
with wide range of applications in electronic and electrical
industry.1−5 Thereinto, low dielectric materials have been one
central interest because their utilization in integrated circuits
can lower line-to-line noise in interconnects and alleviate power
dissipation issues by reducing the capacitance between the
interconnection conductor lines.4,5 Polyimides have been
widely used for dielectric applications, but their dielectric
constant (κ, 3 < κ < 4) and water absorption (∼2 to 4%) are
still not low enough as an alternative to traditional insulators
such as silicon dioxide for future devices.6−8 Initially, the
introduction of controlled porosity in polyimides was
envisioned as a promising method for developing low-κ
materials in view of the low dielectric constant of air.9−12

However, the mechanical strength of the resulting nanoporous
film is weak and the Young’s modulus is only in the range 0.4−
0.6 GPa.12 To keep the excellent mechanical properties, there
are main two routes for decreasing their dielectric constant.
One is the synthesis of fluorinated polyimide. The electronic
polarization is always lowered with fluorine substitution
because of the smaller electronic polarizability of the C−F
bond relative to C−H, which can reduce the dielectric constant.
However, most reported examples of fluorinated polyimide are
in the range of dielectric constant between 2.6 and 3.0 and need
complicated synthesis processes. For another route, some
porous nanoparticles with stiff structure, such as porous
polyhedral oligomericsilsesquioxane (POSS), silica nanotubes,
and polyoxometalates have been introduced.12−17 The addition

of inorganic components results in loose stacking of the
macromolecules surrounding solid particles, increasing of the
free volume and decreasing of the dielectric constant of
materials.18−20 Nevertheless, the route always needs a large
filling (about >10%) and increases the water absorption, which
seriously affects the performance of hybrid polyimide films,
including electrical properties and environmental adaptability.
Thus, it is still an urgent issue to create the new routes for the
preparing of excellent polyimide materials with low dielectric
constant and low water absorption simultaneously.
Fluorographene, as one of the two-dimensional derivatives of

graphene, is in the spotlight.21−25 Due to inheriting the
structural features of graphene and carbon material fluorides,
fluorographene presents a series of novel interfacial and
physicochemical properties, which brings a wide prospect in
different fields for applications.26−29 Several groups and ours
have confirmed that the high fluorine/carbon (F/C) ratio
equipped the fluorographene sheets with broaden band gap,
enhanced hydrophobicity, and thermal stability.21−23,30 Thus, it
is expected that these characteristics carry amazing influence in
the dielectric performances of the fluorographene composites
such as dielectric constant, water absorption, and so on.
However, the insufficient preparation methods of fluorogra-
phene with high F/C ratio have been hindering its development
as the advanced materials, especially as the nanofiller for
preparing of composites. Fortunately, our recent work first
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reported the synthesis of the fluorographene sheets with high
F/C ratio (F/C = 1.02) and few layers (mainly in the 1- to 5-
layer range ) in large scale by direct fluorinating of graphene
oxide.30 Here, we synthesized sufficient amounts of fluorogra-
phene sheets with different fluorine content, size, and layer
number by modifying the fluorination method and prepared the
corresponding fluorographene/polyimide hybrid in order to
find the effect of fluorographene sheets on the dielectric
properties of hybrid material.

2. EXPERIMENTAL SECTION
2.1. Preparation of Spongy Graphene (SG). Graphene oxide

(GO) was prepared by the modification of Hummers’s method from
flake graphite (average particle diameter of 4 μm, 99.95% purity,
Qingdao Tianhe Graphite Co. Ltd., Qingdao, China).31,32

A 2 wt % GO suspension in water was prepared. The aqueous
solution of GO was loaded into square aluminum molds. The
specimens were then plunged into liquid nitrogen, then dried in a
freeze drier for 2 days. Finally, the samples were further dried at 80 °C
for 2 h. The spongy graphene oxide (SGO) was prepared.31,32

Spongy GO (100 mg) was placed in a Petri dish set in a vacuum
desiccator, where a piece of filter paper saturated with the chemical
reducing agent hydrazine (80 wt % water solution, 5 mL) was placed
in the desiccator for the reduction. The reducing reaction time is 72 h,
and this sample was called spongy graphene (SG).33

2.2. Direct Heating-Fluorination of SG. The fluorination was
carried out in closed stainless steel (SUS316) chamber (10 L)
equipped with vacuum line. SG (100 mg) was put in the chamber.
After exchanging nitrogen three times, we removed residual oxygen
and moisture in the chamber. F2/N2 mixed gas (50 KPa ) was
introduced in to the chamber at room temperature (RT). Fluorination
proceeded with the temperature increasing from RT to a certain
temperature (room temperature, 180, 200, and 210 °C) at rate of 4
°C/min, and steady at this temperature for 180 min. The fluorination
temperature was adjusted to obtain products with different degree of
fluorination. The corresponding product was denoted as FSG-1, FSG-
2, and FSG-3 for 180, 200, and 210 °C, respectively. Residual F2 and
byproducts in the chamber were removed at once by vacuum and
absorbed by alkali aqueous solution. Then, fluorinated samples were
taken out and preserved in dry atmosphere.
2.3. Preparation of Polyimide Hybrids with GF. The obtained

10 mg FSG was ultrasonic dispersed in 2 mL NMP under 300 W for
90 min, getting stable GF dispersion, which was added into 10 g
prepared 10% solid content poly(amic acid)s solution of 3,3′,4,4′-
biphenyl tetracarboxylicdiandhydride/4,4′-diamino diphenyl ether-
system (BPDA/ODA). The mixture was stirred at room temperature
for 2 h. Then, the solution was cast on a glass substrate and thermally
processed (80 °C for 2 h; 140 °C for 1 h; 220 °C for 1 h; and 300 °C
for 1 h). The hybrid films of fluorographene/polyimide with thickness
in the range 18−22 μm were prepared for studying of dielectric,
mechanical, and thermal properties. The content of fluorographene
samples in the hybrids is 1.0 wt %.
2.4. Characterization. The surface chemical composition of

fluorinated and nonfluorinated samples was examined by XPS with
monochromatized Al Kα rays (1486.6 eV) under the circumstance of
12 kV × 15 mA, Kratos, Inc., at RT and at 2 × 10−7 Pa. Binding
energies were referenced to the hydrocarbon peak at 284.8 eV. The
takeoff angle was 20° with sampling depths of approximately 6−10
nm. AFM was carried out with a NanoScopeMultiMole & Explore
from Vecco Instruments, using tapping mode. Scanning electron
microscopy (SEM) and EDX was performed with FEI InspectF
(FEIcompany, U.S.A.). The contact angle of water was tested using
drop sharp analysis with 100 Krüss autovisual contact angle test
equipment. Thermogravimetric analysis (TGA) was performed on
Netzsch 209 TG instruments. Dynamic mechanical analysis (DMA)
was performed on a TA Instruments DMA Q800under N2
atmosphere, scanning from room temperature to 420 °C at a heating
rate of 10 °C/min, the load frequency applied was 1 Hz. The dielectric

constants measurements were conducted at room temperature,
frequency range 1000 Hz to 1.2 × 106 Hz, and relative humidity
50%, using a broadband dielectric spectrometer Agilent 4294A. Optical
pictures of neat polyimide films and hybrids containing FSG-3 under
the transmissive mode were obtained by a Leica DMIP polarizing light
microscopy with a Canon Power Shot 550 digital camera.

3. RESULTS AND DISCUSSION
3.1. Chemical Structure and Properties of Fluorogra-

phene. Fluorographene was synthesized from spongy
graphene (SG) by direct fluorination with using fluorine gas
as fluridizer, and the F/C ratio of fluorographene was adjusted
by changing the fluorinating temperature. After fluorination, the
alveolate structure is retained (Figure 1). Here, three kinds of

fluorographene, FSG-1, FSG-2, and FSG-3, and the pristine SG
are shown in Figure 2a. The color of samples changes gradually
from black to gray to white with increasing of fluorination
temperature.
The XPS data in Table 1 show that the value of F/C ratio of

FSG-1, FSG-2, and FSG-3 respectively is 0.60, 0.78, and 1.00,
increasing with fluorination temperature. Corresponding C 1s
peaks of XPS spectra were also investigated in Figure 3. The C
1s curve fit spectrum of fluorinated samples exhibits three
components corresponding to fluorine related groups, peak 4 at
about 289 eV, peak 5 at about 291 eV, and peak 6 at 293 eV,
which are assigned to CF1, CF2, and CF3, respectively. The CF2
and CF3 groups are formed at the edge or the new defects of
fluorographene sheet. The attack of fluorine inevitably brings
defects into the graphene sheets during flluorination.
In the FTIR spectrum of SG (Figure 4), the absorption of

the oxygen related groups disappeared after reduction of
graphene oxide. In the process of fluorination, fluorine atom is
covalently bonded to carbon atom of graphene. The absorption
band at around 1220 cm−1 is assigned to the stretching
vibration of covalent C−F bonds. With the increased value of
F/C ratio, intensity of the band at 1220 cm−1 increases while
that of the stretching vibration absorption of CC and
benzene ring respectively at around 1510 and 1610 cm−1

decreases obviously and even disappears in the spectrum of
FSG-3. This is confirmed by the XPS data, and the CC
content (peak 1 in Figure 3, at about 284.5 eV) has decreased
with rising of fluorination level. The conjugated groups are
gradually fluorinated, resulting in the changing of color from
black to white.
The introduction of oxygen is due to the residual of oxygen

gas in the mixture of F2/N2 and replacement of F in C−F
bonding by H2O in the external environment, and a new
oxygen related group is observed in the fluorographene, as the
FTIR spectra of fluorinated sample all have the absorption peak
at around 1840 cm−1, which is attributed to the −C(O)F group.
The XPS and FTIR results show that the composition of FSG-3
with the highest F/C ratio in this study is close but not
stoichiometric, even though the value of F/C ratio is about 1.

Figure 1. SEM pictures of SGO, SG, and FSG. After reduction and
fluorination, the samples still retained the alveolate macropore.
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In order to observe the size of fluorographene sheets, they
were deposited on the ITO glass by simple drop casting from
the corresponding dilute fluorographene dispersion, which is
obtained by ultrasonic dispersing in NMP for 90 min. As shown
in the SEM images in Figure 2(c, d, e), the size of

fluorographene sheets decreases obviously as the level of
fluorination improved, while the transparency increases,
indicating that the number of layers is also diminished with
the aggravation of fluorination. The results of AFM imaging
also confirmed this trend in Figure 2(f, g, h). For FSG-3, the
number of layers is mainly in the range 1−3 and the yield of
monolayered fluorographene sheet is large as shown in
Supporting Information Figure S2. Its AFM picture and
corresponding phase picture shown that the size of the sheets
is mainly under 100 nm, indicating many FSG-3 sheets have
reached the quantum scale. This not only results in a large
special surface area and, consequently, a large interface for its
corresponding hybrids but also may bring some unexpected
results.
A 15-μm-thick FSG3 paper was prepared on a membrane

filter by vacuum filtration of the FSG-3 dispersion of
chloroform, being a little gray, not white as shown in
Supporting Information Figure S1. The high F/C ratio
enhanced hydrophobicity of fluorographene. The water contact
angle in this paper is larger than 135°. Thermal gravimetric

Figure 2. (a) Photographs of non-fluorinated and fluorinated graphene: neat SG, FSG-1, FSG-2, and FSG-3 (left to right). (b) SEM image of FSG-3,
the alveolate structure is retained after fluorination. (c, d, e) SEM images of FSG-1, FSG-2, and FSG-3, respectively; (f, g) AFM imaging of FSG-1
and FSG-2, respectively. (h, i, j) AFM imaging and corresponding phase images of FSG-3 sheets. (k) TEM image of FSG-3, shown the single layer
structure. (l, m) Optical pictures of neat polyimide films (l) and hybrids containing FSG-3 (m) under the transmission mode. (n) F-mapping of
energy dispersive spectrometry (EDS) of FSG-3 hybrid. (o) Scheme for preparing the polyimide of BPDA/ODA.

Table 1. Chemical Composition and Thermal Stability of
Fluorinated and Non-Fluorinated SG Measured by XPS

chemical composition measured by
XPS

sample
notation

F
(at %)
± 0.2

O
(at %)
± 0.2

C
(at %)
± 0.2 F/C

chemical
formula

mass loss
peak temp.

(°C)

SG 0.0 4.6 95.4 0.0 C1O0.05

FSG-1 34.0 9.4 56.6 0.65 C1F0.60O0.17 399.1
FSG-2 40.9 6.5 52.6 0.84 C1F0.78O0.12 418.5
FSG-3 48.1 3.5 48.4 1.02 C1F1.00O0.07 546.5

Figure 3. Curve-fitting of XPS C 1s spectrum of SG and fluorinated
samples: (a) SG; (b) FSG-1; (c) FSG-2; (c) FSG-2; (d) FSG-3.

Figure 4. FTIR spectra of graphene oxide, graphene, and
fluorographene: SGO, SG, FSG-1, FSG-2, and FSG-3 (top to bottom).
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analysis (TGA) and differential thermal analysis (DTA) results
are shown in Figure 5. It can be seen that the decomposition of
graphene oxide is due the elimination of oxygen related groups
at around 200 °C. After chemical reduction by hydrazine, the
weight loss peak at 200 °C almost disappeared. For the
fluorinated samples, the weight loss peak appears and its
intensity increases gradually with fluorination degree, being due
to the break of C−F bond and release of volatile containing
fluorine such as C2F6. In Table 1, the weight loss of FSG-1,
FSG-2, and FSG-3 mainly occurred at 399.1, 418.5, and 546.5
°C, respectively. The decomposition temperature is well above
the temperature for thermal imidization of polyimide. This is
good for preserving the chemical structure of fluorographene
sheets in process of preparing fluorographene/polyimide
hybrids.
3.2. Dielectric Properties of Fluorographene/Poly-

imide Hybrids. The highly fluorinated fluorographene sheets
(F/C ≈ 1) were reported with a large band gap, ∼3.5 eV.34,35

Theoretical studies have indicated that the band gap of
fluorographene can be varied with changing degrees of
fluorination. Two-dimensional nanostructure of fluorographene
and, consequently, a large special surface area would result in a
large amount of heterostructure when they are embedded into
polymer matrices even at a very low filling. The dielectric
confinement and strong self-polarization-induced radial local-
ization of electronic density arising from the heterostructure
between insulating and semiconducting components were likely
to lead to remarkable decrease of dielectric constant.20,36,37 Due

to the strong electron-withdrawing nature and high content of
fluorine atom, the fluorographene might reduce the discrete
electronic levels of the hybrid system, such as the C−F bond
acting on the fluorinated polyimide macromolecules. This
reduces the electronic polarization of hybrids and further
decreases the dielectric constant. In addition, the reduced
electronic polarization and the enhanced hydrophobicity of the
fluorographene sheets with high F/C ratio would prevent the
polymer from moisture, reducing the water absorption. Thus,
the above analysis inspired us to explore the possibility of
decreasing the dielectric properties and water absorption of
polyimide by incorporating fluorographene sheets.
Absorbance of nonfluorinated and fluorinated graphene (F/

C = 0, 0.65, 0.84, 1.02) samples was measured by UV−vis
diffuse reflectance spectroscopy, as shown in Figure 6 to obtain
the band gap. The band gap energy was determined by the
Kubulka-Munk method, defined as F(R) = (1 − R)2/(2R),
where R is reflectance and F(R) is proportional to the
extinction coefficient. Figure 6 shows plots of the modified
Kubulka−Munk function versus the band gap energies of
fluorographene with different F/C ratio, in which the modified
Kubulka−Munk function is the F(R) function in terms of hν,
where h is Planck’s constant and ν is the light frequency. The
absorbance (F(R)) of SG is high in the UV−vis−NR region
from 200 to 1100 nm, because it has no band gap. However,
the fluorographene samples have low absorbance or no
absorbance in the vis−NR region, showing the band gap
opening of fluorographene in this study. The band gap energy

Figure 5. TGA (left) and DTA (right) lines of fluorinated samples at heating rate of 10 °C/min under N2 atmosphere.

Figure 6. UV−vis diffuse reflectance spectra (left) of graphene and fluorographene papers. The inset shows the graphene and fluorographene paper
from SG (graphene) and FSG-3 samples. (right) Kubulka−Munk plots of UV−vis diffuse reflectance spectra versus the band gap energies for
fluorographenes. The extrapolated lines indicate the optical band gap energies of each sample.
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increased from 2.04 eV (FSG-1) to 2.91 eV (FSG-3) as the F/
C ratio of fluorographene. This result is consistent with that of
photoluminescence (PL) spectroscopy measurement shown in
Supporting Information, which indicates that the higher
fluorination degree of fluorographene results in the wider
band gap.
The fluorographene/polyimide hybrids with a low filling (1

wt %) were synthesized, based on 3,3′,4,4′-biphenyl tetracar-
boxylicdiandhydride (BPDA)/4,4′-oxidianiline (ODA). The
synthetic route is shown in Figure 2o. F-mapping of energy
dispersive spectrometry (EDS) is an easy and convenient
method to observe the dispersion of fluorographene in the
hybrid films. F-mapping of EDS (Figure 2n) and optical images
(Figure 2m) of hybrid film show that the fluorographene sheets
were well dispersed in polymer bulk.
The dielectric constant of neat BPDA/ODA polyimide was

about 3.1. The incorporation of fluorographene reduces the
dielectric constant obviously as shown in Figure 7. The value is
2.8, 2.6, and 2.1 (at 1 MHz) for the corresponding hybrids of
FSG-1, FSG-2, and FSG-3, respectively. Meanwhile, the values
of dielectric loss of neat polyimide and hybrids are all below
0.03. In contrast to 0.011 of the neat polyimide, the value for
FSG-1/polyimide and FSG-2/polyimide is slightly increased,
which may be due to the existence of nonfluorinated graphene
domains in the fluorographene sheets. As to nearly completely
fluorinated FSG-3, the dielectric loss of its hybrid is very close
to that of neat polyimide.
With the improvement of degree of fluorination, the κ-value

decreased significantly. It seems that the F-content of
fluorographene plays a crucial role in determining the dielectric
properties of these hybrid polyimides. The amount of fluorine
bonded on the two-dimension materials determines their
conductivity, which affects the dielectric confinements arising
from the heterostructures between these semiconductor and
polyimide.36,37 What is more, the fluorine has the strongest
electron withdrawing nature of all elements by far and the
reduction of discrete electronic levels at room temperature is
thus expected. The trapped electron and charge confinement
increase the binding energy of the hybrid films, reducing the
value of the size-dependent static dielectric constant; mean-
while, the binding energy of fluorine atom bonding on the
fluorographene sheets is thus decreased.38,39 This is proved by
the result of XPS analysis, as shown in Figure 8. The binding
energy of F 1s decreased to 685.5 eV from 688.2 eV in
polyimide matrices in contrast to that of neat fluorographene,
reduced about 2.7 eV.
Initially, the introduction of fluorine into macromolecules of

carbon chain polymers lowers the κ-value by increasing their
free volume with a concomitant decrease in their polar-

izability.40 The density of hybrid films of fluorographene/
polyimide in present work increases slightly. For example, that
of FSG-3 hybrid increased to 1.4106 g/cm3 relative to 1.4029
g/cm3 of neat polyimide film. It is evident that the change of
free volume seems not to be the main reason leading to the
reduction in the dielectric constant of hybrid films.
The sheet-size of fluorographene sheets changes greatly with

the improvement of fluorinated degree and consequently the
special surface shows a great change, which might depend on
the amount of defect. The attack of fluorine inevitably brings
defects into the graphene sheets during flluorination. Under the
solvent NMP and sonic conditions, the fluorographene sheets
would be exfoliated and cut into “small pieces”. Thus, more
heterostructure was formed when FSG-3 were embedded in the
polyimide matrices relative to FSG-1 and FSG-2 at the same
filling fraction. However, it is uncertain whether sheet-size will
affect the final dielectric properties due to the coexistence of
differences of F-content. In order to show the effect of size and
layer-number of fluorographene sheets on dielectric properties,
the FSG-3 sheets with different morphology were prepared by
controlling the ultrasonic time in the process of dispersion
(Figure 9) and were composited with polyimide, respectively.
It is evident that the dielectric constant decreases significantly

with increasing of ultrasonic time, as shown in Figure 10. That

Figure 7. Dielectric properties and water absorption of the neat polyimide and fluorographene hybrid polyimide films at room temperature: (a)
dielectric constant; (b) dielectric loss; and (c) water absorption. ■ neat polyimide; ● FSG-1/polyimide composite; ◆ FSG-2/polyimide composite;
▲ FSG-3/polyimide composite.

Figure 8. F 1s spectra of FSG-3 and its hybrid polyimide films; signal
intensity of spectra correspond to the amount of F atom in the
samples, the peak intensity of FSG is much stronger than that of
fluorographene/polyimide hybrid film with only 1 wt % FSG-3.
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is to say, a larger number of heterostructure generated a lower
dielectric constant. Indisputably, the high F/C ratio and sheet-
size of fluorographene sheets are both important factors that
should not be neglected, but we are not sure which one is more
important between them now.
The water absorption is vital for the application of

polyimides in microelectronics. However, polarity has been a
problem for the neat polyimides. Their typical water absorption
values range from ∼2 to 4%.41 In the present work, the value of
pure BPDA/ODA polyimide is 2.2%. After incorporation of
fluorographene sheets, the value of fluorographene/polyimide
hybrid film obviously decreased to about 1% as shown in Figure
7c, which is very close to the lowest value reported in
literatures.41 The hydrophobicity of fluorinated graphene sheets
with high F-content serves as a potential reason.20 The network
of fluorographene sheet in the polyimide matrix prevents the
infiltration of moisture. The interaction between polyimide
molecules and fluorographene sheets was considered as another
reason. The XPS results (Figure 8) confirm the existence of this
interaction, although its specific mode has not been clear. Due
to the strong electron withdrawing nature and high content of
fluorine atom, the fluorographene might reduce the discrete
electronic levels of the hybrid system by the interaction, and

further reduce the electronic polarization, which may lead to
decreasing of water absorption. The diminished moisture
content leads to the decreases of dielectric constant at lower
frequencies, thus improving the environmental adaptability in
the process of application.
In addition, the mechanical and thermal properties were

studied by dynamic mechanical analysis (DMA) and TGA. The
incorporation of fluorographene sheets increased the initial
storage modulus E′ of the polyimide films efficiently. For
instance, E′ at 40 °C for the 1 wt % FSG-3 hybrid film
increased to 3.5 GPa, an increase of 120% compared to 1.6 GPa
of the neat polyimide film, while their thermal stability was well
maintained, as shown in Figures S4 and S5 in Supporting
Information.
In summary, the incorporation of fluorographene, even at a

very low filling, significantly reduced the dielectric constant and
water absorption of polyimide hybrid film without sacrificing
their extraordinary mechanical and thermal properties. The F/
C ratio, band gap width and sheet-size of fluorographene play
the important roles in determining the final properties of
products. A lower κ material, even ultralow-κ, is expected to be
produced via changing the polyimide matrix or increasing of
fluorographene content, and this method can be extended to
other polymer matrixes, which opens a novel ideas and a
feasible approach to develop low-κ hybrids or other functional
materials and providing a new thought to carry out the
application of fluorographene as an advanced material. Further
detailed studies should be carried out to more accurately exploit
the mechanism of reducing dielectric constant and to develop
some new functions for the fluorographene hybrids.
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