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Abstract: Optically transparent polyimide (PI) films with good atomic oxygen (AO) resistance
have been paid extensive attention as thermal controls, optical substrates for solar cells or other
components for low Earth orbit (LEO) space applications. However, for common PI films, it is
usually quite difficult to achieve both high optical transparency and AO resistance and maintain
the intrinsic thermal stability of the PI films at the same time. In the current work, we aimed to
achieve the target by using the copolymerization methodology using the fluorinated dianhydride
9,9-bis(trifluoromethyl)xanthene-2,3,6,7-tetracarboxylic dianhydride (6FCDA), the fluorinated di-
amine 2,2-bis [4-(4-aminophenoxy)phenyl]hexafluoropropane (BDAF) and the polyhedral oligomeric
silsesquioxane (POSS)-containing diamine N-[(heptaisobutyl-POSS)propyl]-3,5-diaminobenzamide
(DABA-POSS) as the starting materials. The fluoro-containing monomers were used to endow the
PI films with good optical and thermal properties, while the silicon-containing monomer was used
to improve the AO resistance of the afforded PI films. Thus, the 6FCDA-based PI copolymers,
including 6FCPI-1, 6FCPI-2 and 6FCPI-3, were prepared using a two-step chemical imidization
procedure, respectively. For comparison, the analogous PIs, including 6FPI-1, 6FPI-2 and 6FPI-3,
were correspondingly developed according to the same procedure except that 6FCDA was replaced
by 4,4′-(hexafluoroisopropylidene)diphthalic anhydride (6FDA). Two referenced PI homopolymers
were prepared from BDAF and 6FDA (PI-ref1) and 6FCDA (PI-ref2), respectively. The experimental
results indicated that a good balance among thermal stability, optical transparency, and AO resistance
was achieved by the 6FCDA-PI films. For example, the 6FCDA-PI films exhibited good thermal
stability with glass transition temperatures (Tg) up to 297.3 ◦C, good optical transparency with
an optical transmittance at a wavelength of 450 nm (T450) higher than 62% and good AO resis-
tance with the erosion yield (Ey) as low as 1.7 × 10−25 cm3/atom at an AO irradiation fluence of
5.0 × 1020 atoms/cm2. The developed 6FCDA-PI films might find various applications in aerospace
as solar sails, thermal control blankets, optical components and other functional materials.

Keywords: polyimide; atomic oxygen; polyhedral oligomeric silsesquioxane; fluorine; optical
properties; thermal properties

1. Introduction

Optically transparent and low-colored polyimide (PI) films have been extensively investi-
gated as functional components for space applications [1–3]. A series of optically transparent
PI films, known as LaRCTM-CP1 and LaRCTM-CP2, were developed and reported by the
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Langley Research Center, National Aeronautics and Space Administration (NASA), USA, in
the 1990s [4–6]. The LaRCTM-CP1 and LaRCTM-CP2 PI films are derived from the fluoro-
containing dianhydride of 4,4′-(hexafluoroisopropylidene)diphthalic anhydride (6FDA) as
well as the fluoro-containing diamine of 2,2-bis[4-(4-aminophenoxy)phenyl]hexafluoropropane
(BDAF) for the former and the meta-substituted diamine of 1,3-bis(3-aminophenoxy)benzene
(133APB) for the latter, respectively [7]. Especially, the LaRCTM-CP1 film has been proven
to be stable in geostationary orbit (GEO) spacecraft for more than 10 years [8]. The highly
electronegative fluorinated molecular structures endowed the LaRCTM-CP1 film with good
optical transparency, low color intensity, low solar absorptivity and good ultraviolet (UV) ir-
radiation resistance due to the great potentiality of the groups to reduce the charge-transfer
(CT) interactions in the polymer chains [9]. In addition, the LaRCTM-CP1 film also exhibited
good resistance to the charged particles’ irradiation, good thermal resistance (Tg: 264.6 ◦C)
and good tensile properties. However, the LaRCTM-CP1(6FDA-BDAF) film showed poor
resistance to atomic oxygen (AO) irradiation, which is one of the most important space
environments in low Earth orbit (LEO). The LaRCTM-CP1 film showed an AO erosion yield
(Ey) of 2.88 × 10−24 cm3/atom at an AO irradiation fluence of 5.0 × 1020 atoms/cm2 [10].
This value was comparable to that of the standard Kapton® PI film (trademark of DuPont,
Wilmington, DE, USA, Ey: 3.0 × 10−24 cm3/atom) derived from pyromellitic dianhydride
(PMDA) and 4,4′-oxydianiline (ODA) [11]. Thus, the LaRCTM-CP1 film could hardly
be used in LEO applications, although it exhibited good stability in GEO environments.
In view of the poor AO resistance of the CP-1 film, various structural and composition
modifications, such as the incorporation of phosphorus elements [12–15], linear siloxane
linkages [16], hyperbranched siloxane units [17], zirconium elements [18] and so on, have
been performed. All these modifications were based on the strategy that the above special
elements (P, Si, Zr, etc.) could react with AO in situ to form the passivation layers on the
surface of the PI films [19,20]. However, these modifications could not easily achieve the
excellent comprehensive properties of the PI films.

In the 2000s, a special siloxane structure of polyhedral oligomeric silsesquioxane
(POSS) with a cage-like composition of silicon and oxygen elements was used for the devel-
opment of AO-resistant PI films by the researchers in the Air Force Research Laboratory
(AFRL), USA [21]. The Kapton® films with main-chain POSS units (MC-POSS-Kapton®)
and side-chain POSS units (SC-POSS-Kapton®) were successfully developed and evalu-
ated either in the ground-simulated facility or in real LEO environments [22–26]. The
POSS-containing PI films exhibited excellent AO resistance and good thermal and me-
chanical properties, especially for the SC-POSS-Kapton® film [27]. However, the optical
transparency of these two POSS-modified PI films was not addressed. Recently, Wright
et al. reported on the chemical modification of fluorinated PI films via the incorpora-
tion of POSS side chains, and good optical transparency was obtained for the derived
PI films [28]. Then, a POSS-modified PI film with excellent combined optical, thermal
and AO resistance was developed and commercialized with the trademarks CORIN® XLS
(colorless organic/inorganic nanocomposite) by Mantech International Corp., Herndon,
VA, USA, and POSS® ImiClear by Hybrid Plastics, Hattiesburg, MS, USA, at the end of
the 2000s [29,30]. In 2021, Wright and coworkers reported on the CORIN® chemistry,
which was prepared using a two-stage procedure [31]. First, a precursor was prepared
using a chemical imidization procedure with 6FDA, HFBAPP (abbreviated as BDAF in
this work), 3,5-diaminobenzoic acid (DBA) and the phthalic anhydride terminator as the
starting materials. Then, the copolymer was reacted with aminopropylisobutyl POSS using
dicyclohexyl carbodiimide (DCC) as the acylation reagent and dichloromethane (DCM)
and N,N-dimethylacetamide (DMAc) as the solvents. The CORIN® resin was then ob-
tained as pale-yellow powder from which the clear and colorless CORIN® films could be
further obtained. The CORIN® film showed a glass transition temperature (Tg) of 266 ◦C, a
linear coefficient of thermal expansion (CTE) of 68.0 × 10−6/K in the temperature range of
125–175 ◦C, and the average optical transmittance of 88% in the wavelength range of
400–780 nm. In addition, the CORIN® films showed excellent AO resistance both in the
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ground simulation device and in the real LEO tests, and the AO erosion yield of the CORIN®

films was about two orders of magnitude lower than that of the referenced Kapton® films
under the same conditions.

In the current work, we attempted to prepare the CORIN® resins using a modified
version of the procedure reported in ref. [31], in which the target polymers were directly
prepared via the polycondensation reaction of 6FDA, BDAF and the POSS-containing
diamine of N-[(heptaisobutyl-POSS)propyl]-3,5-diaminobenzamide (DABA-POSS) via the
chemical imidization procedure without controlling the molecular weights. The prepared
CORIN®-like resins and the derived PI films (6FPI-1~6FPI-3) were used as the references.
The main purpose was to develop a series of new fluorinated PI resins and films with
CORIN®-like structures except that the linear 6FDA dianhydride was replaced with a
multi-ring 9,9-bis(trifluoromethyl)xanthene-2,3,6,7-tetracarboxylic dianhydride (6FCDA)
dianhydride. This molecular design might efficiently improve the high-temperature dimen-
sional stability of the derived PI films while maintaining the intrinsic optical and thermal
properties of the polymers. This modification might expand the applications of functional
PI films for space environments and enhance the reliability of spacecraft. The effects of the
designed molecular structures on the thermal, optical and AO resistance properties of the
derived fluorinated PI films (6FCPI-1~6FCPI-3) were investigated in detail.

2. Materials and Methods
2.1. Materials

The commercially available 9,9-bis(trifluoromethyl)xanthene-2,3,6,7-tetracarboxylic
dianhydride (6FCDA) and 4,4’-(hexafluoroisopropylidene)diphthalic anhydride (6FDA)
monomers were purchased from ChinaTech Chem. Co. Ltd. (Tianjin, China) and dried in
vacuo at 180 ◦C for 24 h before use. The white crystals of the POSS-containing diamine,
N-[(heptaisobutyl-POSS)propyl]-3,5-diaminobenzamide (DABA-POSS), was synthesized
in our laboratory according to the literature [25] and purified via recrystallization from
ethanol and de-colored with active carbon powder. The fluoro-containing diamine of
2,2-bis[4-(4-aminophenoxy)phenyl]hexafluoropropane (BDAF or HFBAPP) was obtained
from Changzhou Sunlight Pharmaceutical Co., Ltd. (Changzhou, China) and used directly.
The highly dried organic solvents, including N,N-dimethylformamide (DMF; purity: 99.9%;
water content < 50 ppm), N,N-dimethylacetamide (DMAc; purity: 99.9%; water content
< 50 ppm) and N-methyl-2-pyrrolidone (NMP; purity: 99.9%; water content < 50 ppm)
were purchased from Innochem Science & Technology Co. Ltd. (Beijing, China) and used
as received. The other analytical reagents were all purchased from Innochem Science &
Technology Co. Ltd. (Beijing, China) and were used as received.

2.2. Characterization Methods

PI resins: The number average (Mn) and weight average (Mw) molecular masses were
measured using a gel permeation chromatography (GPC) system (Shimadzu, Kyoto, Japan)
with the HPLC grade of NMP as the mobile phase and with a Shodex KF-804 column
(Tokyo, Japan). Hydrogen nuclear magnetic resonance (1H-NMR) spectra were obtained
using an AV 400 spectrometer (Ettlingen, Germany) at 400 MHz in deuterated dimethyl
sulfoxide (DMSO-d6) for the 6FPI and deuterated N,N-dimethylformamide (DMF-d7) for
the 6FCPI resins, respectively. Wide-angle X-ray diffraction (XRD) spectra were obtained
using a Rigaku D/max-2500 X-ray diffractometer (Tokyo, Japan) at 40 kV and 200 mA with
Cu-Kα1 radiation. The solubility was tested by mixing 1.0 g of the PI resins with 9.0 g of
the solvents to afford a mixture at the solid content of 10 wt%, followed by stirring for 24 h
at room temperature. The solubility was evaluated as three different grades of completely
soluble (++), partially soluble (+) and insoluble (−).

PI films: Fourier-transform infrared (FTIR) spectra were obtained using an Iraffinity-
1S FT-IR spectrometer (Shimadzu, Kyoto, Japan) from a wavenumber of 4000 cm−1 to
500 cm−1 with a resolution of 4 cm−1. Ultraviolet–visible (UV-Vis) spectra were obtained
using a Hitachi U-3210 spectrophotometer (Tokyo, Japan) at room temperature with sam-
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ples at a thickness of around 25 µm. Refractive indices, including the in-plane refractive
indices (nTE) and out-of-plane refractive indices (nTM), were measured on a Metricon
Model 2010/M prism coupler (Pennington, NJ, USA) at a wavelength of 632.8 nm. Using
the nTE and nTM results, the average refractive indices (nav) and the birefringence (∆n)
were calculated as nav = [(2nTE

2 + nTM
2)/3]1/2 and ∆n = nTE-nTM, respectively. The CIE

(International Commission on Illumination) color parameters, including the lightness (L*),
the red-green indices (a*) and the yellow-blue indices (b*) were determined using an X-rite
color i7 spectrophotometer (Grand Rapids, MI, USA) with samples at a thickness of around
50 µm. Field-emission scanning electron microscope (FE-SEM) measurements were con-
ducted using a Technex Lab Tiny-SEM 1540 apparatus (Tokyo, Japan) with an accelerating
voltage of 15 KV. Gold metallization of the samples was carried out with a gold thickness
of around 20 nm. Atomic force microscopy (AFM) measurements were conducted using
a Bruker Multimode 8 AFM microscope (Santa Barbara, CA, USA) with tapping mode.
The Scanasyst-Air cantilever model (Bruker, Santa Barbara, CA, USA) with a resonance
frequency of 70 kHz, spring constant of 0.4 N/m and size of 115 µm × 25 µm × 650 nm)
was used. X-ray photoelectron spectroscopy (XPS) measurements were conducted using a
Thermo Fisher Scientific ESCALab220i-XL electron spectrometer (Waltham, MA, USA) with
monochromatic MgKα radiation. Thermogravimetric analysis (TGA) and the derivative
TGA (DTG) plots were achieved using a TA Q50 thermal analysis system (New Castle,
DE, USA) from room temperature to 750 ◦C at a heating rate of 20 ◦C/min in nitrogen
with a gas flow of 20 mL/min. The sample weights were around 10 mg. Differential
scanning calorimetry (DSC) plots were obtained using a TA Q100 thermal analysis system
(New Castle, DE, USA) from room temperature to 400 ◦C at a heating rate of 10 ◦C/min
in nitrogen with a gas flow of 20 mL/min. Dynamic mechanical analysis (DMA) plots
were obtained using a TA Q800 thermal analysis system (New Castle, DE, USA) from room
temperature to 400 ◦C at a heating rate of 5 ◦C/min and a frequency of 1Hz in nitrogen.
Thermo-mechanical analysis (TMA) plots were obtained using a TMA402F3 thermal analy-
sis system (NETZSCH, Selb, Germany) from room temperature to 400 ◦C at a heating rate
of 5 ◦C/min in a nitrogen atmosphere. The linear coefficients of linear thermal expansion
(CTE) values were detected in the range of 125–175 ◦C. The dielectric properties were tested
on an Agilent 4294A precise impedance analyzer (Palo Alto, CA, USA) at room temperature
at the frequency 10 GHz. The samples were dried at 100 ◦C for 1 h to remove the absorbed
moisture prior to testing. Before the measurement, silver electrodes were fabricated on both
sides of the samples using conductive silver paint and then accurately cut into small sheets
(1 cm × 1 cm × 3 mm). All measurements were performed in an air atmosphere and at
room temperature. The dielectric constant (Dk) and dielectric dissipation factor (Df) data of
the PI films were the average data of five parallel samples. The AO erosion behaviors were
evaluated in a ground-simulated facility in Beijing Institute of Spacecraft Environment
Engineering [32] with PI samples of 20 (length) × 20 (width) × 0.05 (thickness) mm3 in
size. The AO fluence was controlled to be 5.0 × 1020 atoms/cm2. The AO erosion yield of
the PI samples, Ey, was calculated using Equation (1) [33]:

Ey =
∆Ms

AsρsF
(1)

where Ey stands for the erosion yields of the PIs (cm3/atom); ∆Ms stands for the mass
loss of the PI samples (g); As stands for the surface area of the PI samples exposed to AO
(cm2) (2 cm × 2 cm in the present work); ρs stands for the density of the samples (g/cm3);
and F stands for the AO fluence (atoms/cm2) in the test (5.0 × 1020 atoms/cm2 in the
present work). Kapton® film was used as the reference, which has a constant Ey value of
3.0 × 10−24 cm3/atom [34]. All the PI samples in the test are supposed to possess a similar
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density and exposure area to the referenced Kapton® films. Therefore, Equation (1) could
be simplified as Equation (2):

Ey =
∆Ms

∆MKapton
EKapton (2)

where EKapton stands for the Ey value of the Kapton® film, 3.0 × 10−24 cm3/atom; ∆MKapton

is the mass loss of the Kapton® references.

2.3. PI Resin Synthesis and Film Preparation

Two series of PI resins (six samples in total), including three 6FDA-based PIs (6FPI-
1~6FPI-3) and three 6FCDA-based PIs (6FCPI-1~6FCPI-3) were prepared, respectively,
according to the recipes shown in Table 1.

Table 1. Recipes for PI and referenced PI resin synthesis.

PI 6FDA
(g, mol)

6FCDA
(g, mol)

BDAF
(g, mol)

DABA-POSS
(g, mol)

NMP
(g)

Ac2O
(g)

Py
(g)

6FPI-1 22.2120,
0.05 NA a 23.3303,

0.045
5.0436,
0.005 151.8 30.6 19.8

6FPI-2 22.2120,
0.05 NA 20.7380,

0.04
10.0871,

0.01 158.8 30.6 19.8

6FPI-3 22.2120,
0.05 NA 17.3681,

0.0335
16.6437,
0.0165 168.7 30.6 19.8

6FCPI-1 NA 22.9110,
0.05

23.3303,
0.045

5.0436,
0.005 153.9 30.6 19.8

6FCPI-2 NA 22.9110,
0.05

20.7380,
0.04

10.0871,
0.01 161.2 30.6 19.8

6FCPI-3 NA 22.9110,
0.05

17.3681,
0.0335

16.6437,
0.0165 170.8 30.6 19.8

PI-ref1 22.2120,
0.05 NA 25.9225,

0.05 NA 144.4 30.6 19.8

PI-ref2 NA 22.9110,
0.05

25.9225,
0.05 NA 146.5 30.6 19.8

a Not applicable.

6FCPI-3 was used to illustrate the synthesis pathway for the resins. First, the diamine
mixture of BDAF (17.3681 g, 33.5 mmol) and DABA-POSS (16.6437 g, 16.5 mmol) was added
into ultra-dry NMP (150.0 g) contained in a 1000 mL four-necked glass vessel equipped
with a mechanical stirrer, a nitrogen inlet and outlet and a thermometer. A wine-red color
diamine solution was obtained after stirring at room temperature for 30 min under a dry
nitrogen atmosphere. 6FCDA dianhydride (22.9110 g, 50 mmol) was then added into the
diamine solution together with additional NMP (20.8 g). A reaction system with a solid
content of 25 wt% was then obtained, which was stirred at room temperature for another
24 h to afford a viscous poly(amic acid) (PAA) solution. Acetic anhydride (Ac2O; 30.6 g,
300 mmol) and pyridine (Py; 19.8 g, 250 mmol) were then added to the PAA system. The
reaction mixture was stirred at room temperature for another 24 h to afford the chemically
imidized PI solution. The PI solution was then slowly added into an aqueous ethanol
solution (70 vol%) to afford the filament resin. The resin was further immersed into a
pure ethanol solution for another 24 h to thoroughly extract the residual NMP. The resin
was naturally dried to evaporate most of the ethanol and then dried at 120 ◦C in vacuo
overnight. Finally, the pale-yellow colored 6FCPI-3 resin was obtained: yield: 53.86 g
(97.7%); Mn: 4.60 × 104 g/mol; Mw: 9.05 × 104 g/mol; polydispersity index (PDI): 1.97.

The thoroughly dried 6FCPI-3 resin was dissolved in ultra-dry DMAc at a solid content
of 20 wt% to afford a clear solution. The homogeneous solution was purified via filtration
using a 1.0 µm Teflon syringe filter. The obtained 6FCPI-3 solution was coated on a clean
borosilicate glass substrate (20 cm × 20 cm × 5 mm) with a thickness-adjustable doctor
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knife. The substrate was placed in a nitrogen-circulating oven and then thermally baked
with the heating procedure of 80 ◦C/2 h, 120 ◦C/1 h, 180 ◦C/1 h and 250 ◦C/1 h. After the
drying treatment, the glass substrate was immersed into deionized water. The free-standing
6FCPI-3 film was obtained by peeling it from the substrate. Then, the film was dried at
120 ◦C in vacuo.

The other copolymerized resins and films were prepared according to the similar
procedure mentioned above using the recipes shown in Table 1.

Two referenced homopolymerized PI resins and films, including PI-ref1 and PI-ref2,
were also prepared from BDAF and 6FDA for the former and 6FCDA for the latter, respec-
tively, using the similar procedure mentioned above.

3. Results and Discussion
3.1. PI Resin Synthesis and Film Preparation

Six copolymerized and two referenced homopolymerized PI resins were prepared
according to the procedure shown in Figure 1.
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Figure 1. Preparation of PI and referenced PI resins.

All the derived PI resins showed good solubility in the polymerization medium, and no
gelation or precipitation occurred during the chemical imidization courses. This is mainly
due to the existence of the bulky hexafluoroisopropylidene linkages or the lateral POSS side
chains. The derived PI resins exhibited moderate to high Mn and Mw values and relatively
narrow polydispersity indices (PDIs), as shown in Table 2. The following conclusions
could be deduced from these molecular mass data: First, by comparing the molecular
masses of the homopolymer and the copolymers, it could be seen that the molecular mass
of the polymers decreased with the incorporation of the DABA-POSS diamine. Secondly,
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the molecular mass of the polymers decreased with the increasing molar proportion of
DABA-POSS in the diamine components. For example, for the 6FCPI polymers, as the mole
proportion of DABA-POSS in the diamine components increased from 0 to 33 mol%, the
Mw values decreased from 15.30 × 104 g/mol for PI-ref2 to 14.34 × 104 g/mol (6FCPI-1),
12.59 × 104 g/mol (6FCPI-2) and 9.05 × 104 g/mol (6FCPI-3), respectively, as shown in the
GPC plots of the PI resins (Figure 2). The same trend was observed for the 6FPI polymers.
This might be due to the fact that the polymerization reactivity of the DABA-POSS diamine
was less than that of BDAF. The electron-withdrawing amide bonds in the DABA-POSS
structure reduced the densities of the electrons on the amino group, which reduced the
reactivity of the amines when attacking the anhydride groups. On the other hand, the
existence of bulky POSS side chains might reduce the reaction probabilities of the DABA-
POSS diamine with the dianhydrides due to steric effects. Nevertheless, Mn values higher
than 104 g/mol could ensure that the prepared PI films possessed good toughness and
flexibility, which could meet the property requirements of practical applications.

Table 2. Inherent viscosities, molecular weights and solubility of PI resins.

PI
Molecular Weight a Solubility b

Mn (×104 g/mol) Mw (×104 g/mol) PDI NMP DMAc DMF DMSO CPA

6FPI-1 8.47 14.67 1.73 ++ ++ ++ ++ +
6FPI-2 5.05 9.51 1.88 ++ ++ ++ ++ +
6FPI-3 3.30 6.09 1.84 ++ ++ ++ ++ −

6FCPI-1 7.93 14.34 1.81 ++ ++ ++ + −
6FCPI-2 6.75 12.59 1.86 ++ ++ ++ + −
6FCPI-3 4.60 9.05 1.97 ++ ++ ++ − −
PI-ref1 29.64 37.59 1.27 ++ ++ ++ ++ ++
PI-ref2 9.92 15.30 1.54 ++ ++ ++ + −

a Mn: number average molecular mass; Mw: weight average molecular mass; PDI: polydispersity index,
PDI = Mw/Mn; b ++: soluble; +: partially soluble; −: insoluble; DMSO: dimethyl sulfoxide; CPA: cyclopentanone.
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The solubility of the PI resins was tested, and the results are tabulated in Table 2.
All the PI resins exhibited good solubility in the polar aprotic solvents, such as NMP,
DMAc and DMF. The 6FPI resins were also soluble in DMSO, while the analogous 6FCPI
resins were only partially soluble in the solvent. The incorporation of the DABA-POSS
units decreased the solubility of the PI resins. For example, the PI-ref1 was soluble in
cyclopentanone, while the 6FPI-1 and 6FPI-2 resins were only partially soluble, and 6FPI-3
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was not soluble in the solvent. The good solubility of the PI resins in the aprotic solvents
was ascribed to the synergistic effects of the bulky hexafluoroisopropylidene units both
in the dianhydride and diamine moieties, the flexible ether linkages (–O–) in the BDAF
diamine moiety or the lateral POSS side chains in the DABA-POSS diamine moiety. The
inferior solubility of the 6FCPI resins was due to the relatively higher packing density of
the molecular chains in the polymers caused by the planar xanthene units in the 6FCDA
moiety [34]. In addition, the rigid-rod amide linkages in the DABA-POSS diamine were
conducive to the ordered stacking of the molecular chains, which might induce the local
ordered or crystalline structures within the polymer molecular chains. This was verified
by the XRD results of the PI resins, as shown in Figure 3. In the XRD pattern, it can be
clearly observed that obvious crystalline peaks appear in the spectra of 6FPI-3 and 6FCPI-3
with the highest DABA-POSS contents. The existence of the locally crystalline regions
was favorable for the obstruction of solvent penetration and, thus, reduced the solubility
of the resin in the organic solvent. This was consistent with the solubility test results. In
addition, it could be deduced that the existence of the crystalline region in the polymer
chains might be unfavorable for the transmission of the visible lights, which might reduce
the optical transmittance of the 6FPI-3 and 6FCPI-3 films. This will be discussed in detail in
the subsequent optical performance analysis.
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Since the 6FCPI resins showed poor solubility in DMSO, the 1H-NMR spectra of the
resins were measured with the DMF-d7 solvent, while the 6FPI resins were measured with
the more common DMSO-d6. Figures 4 and 5 show the 1H-NMR spectra of 6FPI and 6FCPI
resins, respectively [10,34]. For both resin systems, the absorption of the protons could be
clearly divided into three parts. The first part was located in the downfield areas in the
chemical shift range of 7.0–8.5 ppm, the second one was in the range of 4.0–5.5 ppm, and
the third one was in the upfield areas from 0.5 to 2.5 ppm. The protons ortho-substituted
to the electron-withdrawing hexafluoroisopropylidene units (H1, H2 and H3 for 6FPI; H1
and H2 for 6FCPI) and in the amide-substituted phenyl (He~g) revealed the absorptions at
the furthest downfield fields in the spectra, while the protons in the isobutyl groups in the
POSS units (Hj~Hn) showed the absorptions at the furthest upfield areas in the spectra. The
protons in (Hh) and close (Hi) to the amide groups exhibited the absorptions in the middle
area in the spectra. This information is in good agreement with the expected structures of
the PIs, indicating the successful preparation of the target polymers.
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The PI films were then fabricated by thermally casting the PI solution at elevated
temperatures [10,34]. All the derived films exhibited good flexibility and toughness. The
chemical structures of the films were confirmed by the FTIR measurements shown in
Figure 6. The characteristic absorptions of imide rings, including the asymmetrical and
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symmetrical carbonyl stretching vibrations at 1780 cm−1 and 1722 cm−1, respectively, and
the C–N stretching vibrations at 1383 cm−1, were all clearly detected. In addition, the
characteristic absorption peaks of the other substituents—such as the ones at 1595 cm−1

and 1496 cm−1 ascribed to the stretching vibration of C=C in benzene rings, the ones at
2933 cm−1 due to the stretching vibration of saturated C-H bonds in the isobutyl groups of
the POSS rings, the ones at 1102 cm−1 due to the stretching vibration of the Si-O linkages in
the POSS units, the ones at 1172 cm−1 due to the stretching vibration of C–F bonds in the
hexafluoroisopropylidene units and the ones at 1240 cm−1 due to the stretching vibration
of C–O–C linkages—were also observed. The structural features further confirmed the
successful preparation of the target polymers.
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3.2. Thermal and Dielectric Properties

Figure 7 depicts the TGA and the derivative TG (DTG) plots of the 6FPI and 6FCPI
films, and the thermal data are summarized in Table 3. By analyzing the spectra and
the corresponding thermal data, the following conclusions could be deduced: Firstly, by
comparing the 5% weight loss temperatures (T5%) of the copolymerized PIs with those of
the homopolymerized reference PIs, it could be seen that the T5% values of the PI films
were significantly reduced after the incorporation of the POSS components. For example,
the T5% value of the PI-ref2 (6FCDA-BDAF) film was 516.8 ◦C, while the 6FCPI-1~6FCPI-3
films with the incorporation of 10–33 mol% of POSS components in the diamine units
showed T5% values of 477.4 ◦C, 472.5 ◦C and 463.3 ◦C, respectively. A similar trend was
observed for the 6FPI systems. In addition, the current PI films with the covalently linked
POSS in the structures showed lower T5% values than the nanocomposite films reported in
ref. [13]. For example, most of the nanocomposite films containing trisilanolphenyl-POSS
(TSP–POSS) as the filler showed T5% values higher than 500 ◦C, which were all higher
than those of the current PI films. This is mainly because the TSP-POSS additives showed
good thermal stability with a T5% value higher than 500 ◦C, while the covalently linked
DABA-POSS only showed a T5% value around 350 ◦C [13].

Secondly, as expected, the thermal decomposition temperatures of the 6FCPI films
based on 6FCDA dianhydride were lower than those of the 6FPI films based on 6FDA. This
phenomenon has been widely reported in the literature [35], which was mainly attributed to
the unstable feature of the xanthene rings at elevated temperatures. This could be seen in the
DTG curves shown in Figure 7b, in which the obvious two-stage thermal decomposition
behaviors were observed for the 6FCPI films. The temperatures corresponding to the
first rapidest thermal decomposition rate (Tmax1) and the second decomposition fastest
temperature (Tmax2) were in the range of 502–505 ◦C and 555–560 ◦C, respectively. In
contrast, the 6FPI films mainly exhibited a single-stage thermal decomposition behavior
with Tmax1 values of about 552–560 ◦C. The films showed residual weight ratios at 750 ◦C
(Rw750) of 46.1–54.3 wt% for 6FPIs and 50.6–54.2 wt% for 6FCPIs, respectively.



Polymers 2024, 16, 2845 11 of 22

Polymers 2024, 16, x FOR PEER REVIEW 11 of 23 
 

 

3.2. Thermal and Dielectric Properties 
Figure 7 depicts the TGA and the derivative TG (DTG) plots of the 6FPI and 6FCPI 

films, and the thermal data are summarized in Table 3. By analyzing the spectra and the 
corresponding thermal data, the following conclusions could be deduced: Firstly, by 
comparing the 5% weight loss temperatures (T5%) of the copolymerized PIs with those of 
the homopolymerized reference PIs, it could be seen that the T5% values of the PI films 
were significantly reduced after the incorporation of the POSS components. For exam-
ple, the T5% value of the PI-ref2 (6FCDA-BDAF) film was 516.8 °C, while the 
6FCPI-1~6FCPI-3 films with the incorporation of 10–33 mol% of POSS components in the 
diamine units showed T5% values of 477.4 °C, 472.5 °C and 463.3 °C, respectively. A sim-
ilar trend was observed for the 6FPI systems. In addition, the current PI films with the 
covalently linked POSS in the structures showed lower T5% values than the nanocompo-
site films reported in ref. [13]. For example, most of the nanocomposite films containing 
trisilanolphenyl-POSS (TSP–POSS) as the filler showed T5% values higher than 500 °C, 
which were all higher than those of the current PI films. This is mainly because the 
TSP-POSS additives showed good thermal stability with a T5% value higher than 500 °C, 
while the covalently linked DABA-POSS only showed a T5% value around 350 °C [13]. 

 
Figure 7. TGA and DTG curves of PI films in nitrogen. (a) 6FPI; (b) 6FCPI. 

  

Figure 7. TGA and DTG curves of PI films in nitrogen. (a) 6FPI; (b) 6FCPI.

Table 3. Thermal and dielectric properties of PI films.

Samples Tg,DSC
a

(◦C)
Tg,DMA

a

(◦C)
T5%

a

(◦C)
Tmax

a

(◦C)
Rw750

a

(%)
CTE a

(×10−6/K) Dk
c Df

c

6FPI-1 261.7 257.4 509.7 560.3 54.3 69.2 2.84 0.0076
6FPI-2 242.1 246.8 483.0 553.0 50.2 90.9 2.71 0.0068
6FPI-3 222.0 235.2 485.3 552.3 46.1 94.5 2.68 0.0068

6FCPI-1 297.3 300.9 477.4 502.5
(555.0 b) 54.2 58.6 2.86 0.0099

6FCPI-2 280.6 288.5 472.5 505.4
(560.5) 51.2 62.2 2.83 0.0085

6FCPI-3 260.7 282.3 463.3 502.2
(560.0) 50.6 91.9 2.80 0.0083

PI-ref1 264.6 273.5 544.5 566.2 55.3 55.4 2.77 0.0071
PI-ref2 311.5 312.4 516.8 569.0 55.4 50.5 2.92 0.0140

a Tg,DSC: glass transition temperatures according to the DSC measurements; Tg,DMA: glass transition temperatures
according to the DMA measurements (peaks of tan δ plots); T5%: temperatures at 5% weight loss; Tmax: tempera-
tures at the rapidest thermal decomposition rate; Rw750: residual weight ratio at 750 ◦C in nitrogen; CTE: linear
coefficient of thermal expansion in the range of 125–175 ◦C; b Tmax of the second stage of thermal decomposition;
c Dk, Df: dielectric constant and dissipation factor recorded at 10 GHz, respectively.

Figures 8 and 9 show the DSC and DMA plots of the PI films, respectively, reveal-
ing the glass transition temperatures determined using DSC (Tg,DSC) and DMA (Tg,DMA),
as shown in Table 3. For the two test methods, the obtained Tg values showed the fol-
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lowing trends: First, with the increasing POSS contents in the PI films, the Tg values
showed a gradually decreasing trend. For example, the Tg,dsc value of PI-ref2 (6FCDA-
BDAF) was 311.5 ◦C, while the values for the 6FCPI-1~6FCPI-3 films with 10–33 mol%
of the DABA-POSS component in the diamine units decreased to 297.3 ◦C, 280.6 ◦C and
262.7 ◦C, respectively. A similar trend was observed for the analogous 6FPI films. The
decrease in the Tg was mainly due to the existence of the relatively bulky POSS side chains
in the DABA-POSS diamine, which might act as a plasticizer, making the PI molecular
chain segments easy to move at elevated temperatures. Secondly, the 6FCPI films with
xanthene ring structures showed higher Tg values than the 6FPI films with linear structures
in the dianhydride moiety. For example, the Tg,dsc value of the 6FCPI-1 film was 297.3 ◦C,
which was 35.6 ◦C higher than that of the 6FPI-1 (Tg,dsc = 261.7 ◦C). This was mainly due to
the fact that the xanthene ring structures endowed the 6FCPI molecular chains with good
planar characteristics and relatively high molecular chain packing densities. This efficiently
prohibited the free motion of the 6FCPI molecular chain segments at high temperatures.
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Figure 10 shows the TMA plots of the PI films, by which the linear coefficients of the
thermal expansion (CTE) values of the polymers were confirmed, as shown in Table 3. It
can be seen from the figure that the PI films show different dimensional change behaviors
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with increasing temperatures. For the PI systems with a relatively high Tg, such as 6FPI-1
(Tg = 261.7 ◦C), 6FCPI-1 (Tg = 297.3 ◦C) and 6FCPI-2 (Tg = 280.6 ◦C), the films shrank first
and then expanded again. However, for the PI systems with a relatively low Tg, such as
6FPI-2 (Tg = 242.1 ◦C) and 6FPI-3 (Tg = 222.0 ◦C), they only showed thermal expansion
behaviors. This was mainly due to the fact that for the PI films with high Tg values, since
the highest operating temperature (250 ◦C) during the film-making process did not exceed
the Tg values, the molecular chains of these polymers were basically in an entangled state.
Therefore, when the temperature exceeded the Tg of the polymers, the molecular chain
segments of the PI films moved and underwent rearrangements, showing a shrinking
phenomenon for the films. When the rearrangements of the molecular chains completed,
the films showed expansion behaviors with further increases in the temperature. For the PI
systems with a low Tg, because the maximum film-making temperatures have exceeded
their Tg values, the rearrangements of the molecular chains were completed during the
film-making course, so only thermal expansion behaviors were detected in the TMA tests.
This phenomenon is very common for the high-Tg PI films described in the literature [36].
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In addition, it could be deduced from the CTE results of the PI films that with the
increasing POSS contents in the PI films, the CTE values of the films showed an increasing
trend. For example, PI-ref2 (6FCDA-BDAF) had a CTE value of 50.5 × 10−6/K, whereas
the CTE values of the 6FCPI-1~6FCPI-3 with 10–33 mol% of DABA-POSS contents in the
diamine units increased to 58.6 × 10−6/K, 62.2 × 10−6/K and 91.9 × 10−6/K, respectively.
The reason for the increasing CTE values of the copolymer films was consistent with the
effects of the structures of the films on the Tg; that is to say, the bulky POSS side chains
acted as a plasticizer at high temperatures, making the PI films prone to thermal expansion
at elevated temperatures.

The high-frequency dielectric properties, including the dielectric constant (Dk) and
dielectric dissipation factors (Df) of the PI films at 10 GHz, are shown in Table 3. Basically,
all the PI films exhibited low-Dk and low-Df features, with the Dk values being below 3.0
and the Df values being around 10 to the power of −3. This feature was mainly ascribed to
the combined effects of the highly electronegative hexafluoroisopropylidene units with low
molar polarizability and the lateral POSS units with high molar volumes, according to the
Clausius–Mossotti equation [37].

3.3. Optical Properties

Good optical properties, including high optical transmittance and low yellow indices,
are usually essential for the practical applications of PI optical films for spacecraft. Figure 11



Polymers 2024, 16, 2845 14 of 22

depicts the UV-Vis spectra of the PI films, and the optical data are tabulated in Table 4. Over-
all, the copolymerized PI films showed good optical transparency in the visible light region,
with an ultraviolet cut-off wavelength (λcut) below 370 nm, and optical transmittance at a
wavelength of 450 nm (T450) up to 78.5%. The good optical transparency of the current PI
films was mainly due to the coeffects of the highly electronegative hexafluoroisopropylene
chains and the bulky POSS side chains with a high molar volume in the PI molecular
chains, which effectively inhibited the CT interaction of the PI molecular chains. Compared
with the homopolymerized PI reference films, the optical properties of the copolymerized
PI films show several typical characteristics. First, the T450 values of the PI films were
lower than those of the unmodified PI reference films, and the optical transmittance of
the films gradually decreased with the increasing POSS contents in the polymers. For
example, the T450 value of the PI-ref2 film is 84.3%, while the 6FCPI-1~6FCPI-3 films with
the incorporation of 10–33 mol% DABA-POSS in the diamine units showed decreasing T450
values of 74.9%, 69.3% and 62.6%, respectively. A similar trend was also observed for the
6FPI films. This was mainly due to the fact that DABA-POSS diamine, as a monomer with a
high degree of conjugation, enhanced the CT interactions in the PI molecular chains when
being incorporated into the molecular structures of the PIs, resulting in the absorption of
the visible light.
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Table 4. Optical properties of PI films.

Samples λcut
a

(nm)
T450

a

(%) nTE
a nTM

a nav
a ∆n a L* a a* a b* a Haze

(%)

6FPI-1 348 78.5 1.5578 1.5514 1.5557 0.0064 95.16 −1.76 7.81 1.01
6FPI-2 342 70.7 1.5454 1.5399 1.5436 0.0055 94.66 −1.50 9.47 3.44
6FPI-3 357 52.5 1.5376 1.5364 1.5372 0.0012 92.43 −1.70 19.92 5.34

6FCPI-1 369 74.9 1.5738 1.5453 1.5644 0.0285 94.86 −1.93 8.64 2.05
6FCPI-2 367 69.3 1.5638 1.5420 1.5566 0.0218 94.44 −1.68 11.51 2.86
6FCPI-3 367 62.6 1.5504 1.5364 1.5457 0.0140 93.54 −1.18 13.76 3.98
PI-ref1 350 85.5 1.5701 1.5520 1.5641 0.0181 95.89 −2.29 5.37 0.24
PI-ref2 370 84.3 1.5873 1.5516 1.5755 0.0357 95.71 −2.54 6.00 0.78

a λcut: cutoff wavelength; T450: transmittance at the wavelength of 450 nm with a thickness of 25 µm; nTE and
nTM: in-plane and out-of-plane refractive indices of the PI films, respectively; nav: average refractive indices of the
PI films; ∆n: birefringence, ∆n = nTE-nTM; L*, a* and b*: see Measurements section.
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Secondly, the refractive indices of the PI films were also lower than those of the
homopolymerized PI films. For example, the average refractive index (nav) value of the
PI-ref2 film was 1.5755, while the nav values of the 6FCPI-1~6FCPI-3 films were reduced to
1.5644, 1.5566 and 1.5457, respectively. At the same time, the nav values of the 6FCPI films
were higher than those of the analogous 6FPI films. For example, the 6FCPI-3 film showed
an nav value of 1.5457, which was higher than that of 6FPI-3 (nav = 1.5372). It is well known
that the refractive index of the one polymer is closely related to the molar polarizability
(P) and the molar volume (V) of its molecular chains according to the Lorentz–Lorenz
equation [38]. The hexafluoroisopropylene group had a low p value, while the POSS group
had a high V value, thus endowing the PI film with a lower refractive index when they
were incorporated into the molecular chain of the PI films. On the other hand, the cyclic
xanthene structure in the 6FCDA dianhydride unit endowed the PI molecular chains with
good planarity, increased the packing densities of the molecular chains and, thus, reduced
the V value, resulting in an increase in the refractive indices of the PI films. For the same
reason, the 6FCPI films also showed higher birefringences (∆n) than those of the 6FPI films.

Finally, the CIE Lab color parameters of the PI films were compared. It could be
seen that with the increasing DABA-POSS contents in the molecular structures of the
copolymerized PI films, the brightness (L*) of the films showed a downward trend, while
the yellowness index (b*) and the haze values showed an upward trend. This was the same
as the influence factor of the structures of the PI films on the optical transmittance; that is,
the incorporation of the highly conjugated DABA-POSS diamine increased the absorption
of the visible light by the films. This was different from the synthesis process reported in the
literature [31], since in the current work, the aromatic diamine of DABA-POSS containing
the POSS unit in the side chain was synthesized first, which was directly used to prepare
the copolymerized PIs. In the literature, the PI resin with the reactive –COOH side chain
was synthesized first, which was reacted with the amino-terminated POSS compound to
afford the final PIs. The process for the PI preparations in the current work was more
easily accessible than that reported in the literature [31], but the optical properties of the
final PI films might be negatively affected. This was mainly due to the fact that although
the DABA-POSS diamine was a white crystal immediately after recrystallization and de-
colorization treatment, it was easily oxidized to a brownish-red appearance when exposed
to air or light during the storage. Therefore, DABA-POSS usually needed to be stored away
from light in a closed container filled with nitrogen. Even so, slight oxidative discoloration
was inevitable, which directly affected the optical properties of the final PI films. The
process described in the literature [31] avoided the use of the DABA-POSS, and although
the synthesis route was complicated, the optical properties of the final PI films were better.
Nevertheless, the optical properties of the PI films obtained in this study are still acceptable,
and the optical properties of the PI films could be improved by purifying the mass-prepared
PI resins several times, which will be investigated in our next work.

3.4. AO Erosion Properties

The AO erosion properties of the PI films were further studied in the ground simulation
facility with the total fluence of 5.0 × 1020 atoms/cm2. Our previous work has shown that
both the PI-ref1 and PI-ref2 films degraded significantly when irradiated with AO [10].
After being irradiated with AO at a dose of 5.0 × 1020 atoms/cm2, the PI films showed
erosion yields (Ey) of 2.88 × 10−24 cm3/atom for PI-ref1 and 2.77 × 10−24 cm3/atom
for PI-ref2, respectively, which were at the same level as the standard Kapton® films
(Ey = 3.0 × 10−24 cm3/atom). Therefore, PI-ref1 and PI-ref2 films cannot be directly used in
AO atmospheres in LEO. It has been well established in the literature that the AO resistant
ability of the common PI films could be significantly improved by introducing POSS units
into the molecular or composition structures of PI films via the chemical copolymerization
or physical blending procedures [39]. The enhancements were based on the fact that the Si
elements in the POSS structures could react with AO in situ to form a passivation protective
layer. In this study, the effects of AO irradiation on the optical properties of the PI films
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were first investigated. Figure 12 compares the appearance of the PI films before and after
AO irradiation. The PI films after AO exposure were named “6FPI-X-AO” or “6FCPI-X-AO”
(X = 1, 2 or 3). It could be seen that for both classes of PI films, AO irradiation caused a
decrease in the optical transmittance of the PI films to a certain extent.
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In order to quantitatively investigate the effects of AO irradiation on the optical
transmittance of PI films, the UV-Vis spectra of PI films before and after irradiation were
tested and compared, and the results are shown in Figure 13. It could be seen that although
AO irradiation resulted in the decrease of the transmittance of the PI films, the degree
of transmittance decline of the films was significantly different. Surprisingly, for both
film systems, the ones with the highest POSS contents (6FPI-3 and 6FCPI-3) showed the
lowest T450 decline. For example, before and after AO irradiation, the T450 values of the
6FPI-3 film decreased from 52.5% to 26.1% for 6FPI-3-AO, which was about 50% of the
initial value. For the 6FCPI-3 film, the T450 value decreased from 62.6% to 57.5% for the
6FCPI-3-AO film after AO irradiation, and the absolute value decreased by only about 5.1%.
To explain this phenomenon, it is necessary to investigate the effects of AO irradiation on
the micro-morphologies of PI films.

Figures 14 and 15 compared the SEM micro-morphologies of the 6FCPI films before and
after AO irradiation, respectively, and the corresponding energy dispersive spectroscopies
(EDS) of the PI films are presented. It could be seen that AO irradiation resulted in the
rough surfaces of the originally flat PI films. This was especially apparent for the 6FCPI-1
and 6FCPI-2 films with relatively low POSS contents. For the 6FCPI-3 films with the highest
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POSS contents, AO irradiation also resulted in the same effects for the surface degradation,
but the formed layered materials showed significantly better continuity (Figure 15c) rather
than the large and discontinuous holes (Figure 15a,b) as for the other two PI films. As for the
element compositions of the surface layer, although the EDS tests could only qualitatively
show the changes in the element compositions of the PI film surfaces, it could still provide
valuable elemental information for the PI films. The ratio of Si and O elements on the
surface of the PI films increased significantly, while the ratio of the F and C elements
decreased. In summary, the AO irradiation might form the passivation layers of silicon
oxide or silicate on the surface of the PI films [40,41]. The passivation layers tended to form
partially continuous surfaces when the POSS contents in PI films were high, so that the
optical transmittance of the 6FCPI-3 film did not decrease significantly after AO irradiation.
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A more accurate elemental composition of the surfaces of the PI films after AO irra-
diation could be obtained using the XPS tests and the values shown in Table 5. It could
be seen that for both PI systems, after AO irradiation, the relative atomic concentrations
of the C and F elements on the surface decreased significantly, and the concentration of
the N element decreased slightly; however, the concentrations of the O and Si elements
increased significantly. For example, for the 6FCPI-3 films with the highest POSS contents,
after AO irradiation, the concentration of the C element decreased from 71.97% to 18.07%,
the concentration of the O element increased from 15.66% to 52.37%, and the concentration
of the Si element increased from 2.33% to 20.20%. It was obvious that in the course of AO
irradiation, the Si element in the PI films reacted with the atomic oxygen in situ to form
a passivation layer, and the ratio of O to Si in the passivation layer was about 2.40–2.72
for 6FPI and 2.47–2.61 for 6FCPI, respectively. Therefore, it could be inferred that the
passivation layer consisted of silicon oxides or silicates.

Table 5. XPS results for the unexposed and exposed PI films.

Samples

Relative Atomic Concentration (%)

Unexposed Samples AO Exposed Samples

C1s N1s O1s F1s Si2p C1s N1s O1s F1s Si2p

6FDA-1 66.38 3.85 12.37 14.7 2.14 14.27 1.38 56.37 3.21 23.53
6FDA-2 63.37 3.39 13.57 16.73 2.93 13.7 1.36 56.67 2.95 23.32
6FDA-3 64.15 4.12 17.84 6.20 7.69 15.68 2.20 55.58 2.79 20.45

6FCDA-1 67.64 3.75 16.00 8.5 3.54 15.03 1.45 55.46 3.76 21.27
6FCDA-2 68.85 2.64 18.26 3.97 4.81 15.96 0.95 56.06 2.60 22.66
6FCDA-3 71.97 2.27 15.66 4.72 2.33 18.07 1.28 52.37 3.73 20.20
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Figure 16 depicts the changes in the binding energy of the Si2p and O1s for the PI films
before and after AO irradiation. As could be seen from the figure that for the three PI films,
the binding energies of the Si2p and O1s elements on the film surfaces all increased after AO
irradiation. For example, for the 6FCPI-3 film, after AO irradiation, the binding energies
of Si2p and O1s on the surfaces of the PI film increased from the initial 101.6 eV and
531.4 eV to 103.1 eV and 532.4 eV, respectively. It has been well established that the
increasing shifts in the binding energies of the Si2p and O1s elements usually indicated
the formation of higher oxidized species, such as silicon oxides or silicates [2]. The inert
passivation layer undoubtedly formed on the surfaces of the currently developed POSS-
containing PI films after AO irradiation.
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The passivation layers formed on the surfaces of the PI films during the AO irradiation
were quite beneficial for protecting the underlying PI films from the further erosion by AO.
This also made the weight loss of the current PI films exhibit nonlinear characteristics when
they were eroded by atomic oxygen. Under the same conditions, the PI-ref1, PI-ref2 and
the standard Kapton® films all exhibited linear weight loss characteristics. The AO erosion
rates (Ey) of the 6FPI-3 and 6FCPI-3 films with the highest POSS contents were as low as
0.17 × 10−24 cm3/atom, which was not only much lower than the standard Kapton® films
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(Ey = 3.0 × 10−24 cm3/atom), but also significantly lower than the unmodified reference
films, such as PI-ref1 (Ey = 2.88 × 10−24 cm3/atom) and PI-ref2 (Ey = 2.77 × 10−24 cm3/atom)
(Table 6). This indicated that it was feasible to incorporate the POSS units into the molecular
structures of the PI films to improve their AO resistance. In addition, it is worth noticing
that the current POSS-linked PI films showed higher Ey values than those reported in
ref. [13], which contained POSS compounds as the additives. For example, the 6FPI-3 and
6FCPI-3 films showed an Ey value of 0.17 × 10−24 cm3/atom, which was much higher than
that of the FPI-25 film with 25 wt% of trisilanolphenyl-POSS (TSP–POSS) in the composite
films (Ey = 0.031 × 10−24 cm3/atom). This is mainly due to the different POSS contents in
the PI films. For the 6FPI-3 and 6FCPI-3 films, POSS was covalently linked in the structures,
while for the FPI-25 nanocomposite films, 25 wt% of the POSS was introduced into the
composites. However, it could be anticipated that the nanocomposite films using the
current 6FPI-3 and 6FCPI-3 as the matrix and POSS compounds as the filler might possess
very low Ey values. This will be investigated in our future work. At last, the Ey value for the
current 6FPI-3, which was thought to have the similar structure with that of CORIN®, was
0.17 × 10−24 cm3/atom. This value was higher than the value of 2.05 × 10−26 cm3/atom
with an AO fluence of 9.3 × 1020 atoms/cm2 for the CORIN® material, as reported in the
literature [31]. This might be due to the difference in the AO irradiation fluence used in the
two studies and might also be related to the difference in the composition structures and
physical properties of the prepared PI films.

Table 6. Erosion yields for the PI films.

Samples W1
a

(mg)
W2

a

(mg)
∆W a

(mg)
Ey

b

(10−24 cm3/Atom)

6FPI-1 16.48 15.21 1.27 0.51
6FPI-2 14.40 13.56 0.84 0.34
6FPI-3 22.31 21.89 0.42 0.17

6FCPI-1 14.08 12.57 1.51 0.61
6FCPI-2 14.66 13.56 1.10 0.44
6FCPI-3 11.60 11.18 0.42 0.17
PI-ref1 NA c NA NA 2.88
PI-ref2 NA NA NA 2.77

Kapton® NA NA NA 3.00
a W1: weight of the PI samples before AO irradiation; W2: weight of the PI samples after AO irradiation;
∆W: weight loss of the PI samples during AO irradiation, ∆W = W1 − W2; b erosion yield; c not applicable.

4. Conclusions

As a kind of space material with the best comprehensive properties so far, CORIN®

will be more and more widely used in space explorations in the future. In this study, we
attempted to replace the 6FDA component in the CORIN® material with 6FCDA, with
the aim of improving the Tg of the material and reducing its CTE while maintaining its
intrinsic thermal resistance, optical properties and AO resistance as much as possible. The
test data showed that this target has been achieved using the methodology described. If the
6FPI-3 synthesized in this study was taken as the reference, the thermal resistance and high-
temperature dimensional stability of the developed 6FCPI-3 with a similar structure have
been significantly improved. Meanwhile, good optical and AO-resistant characteristics
were achieved by the polymer. If the CORIN® material reported in the literature was
used as the standard, the 6FCPI-2 material developed in this study showed better thermal
properties, including a higher Tg (280.6 ◦C versus 266.0 ◦C for CORIN®) and a lower CTE
(62.2 × 10−6/K versus 68.0 × 10−6/K for CORIN®). Although the 6FCPI-2 film exhibited
inferior optical properties and AO resistance to the CORIN®, it might be remedied by the
further modification of the films. Future research will focus on how to further improve the
optical transparency of 6FCPI films with potential modification methods such as via the
repeated purification of soluble 6FCPI resin, the optimization of the film-making conditions
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and so on. In addition, how to achieve the continuous biaxially stretching preparation of
the 6FCPI films is also one of the focuses in the future.

Author Contributions: Conceptualization, J.L.; Methodology, S.Y. and J.L.; Investigation, Z.W., X.W.
and X.R.; Data curation, X.R., C.Y., Y.Q., S.H. and D.L.; Writing—original draft preparation, Z.W.;
Writing—review and editing, J.L.; Supervision, S.Y. and J.L.; Funding acquisition, J.L. All authors
have read and agreed to the published version of the manuscript.

Funding: This work was supported by the Shenzhen Science and Technology Program
(No. JSGG20210629144539012).

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Data are contained within the article.

Conflicts of Interest: Author Shunqi Yuan was employed by the company RAYITEK Hi-Tech Film
Company, Co. Ltd. The remaining authors declare that the research was conducted in the absence of
any commercial or financial relationships that could be construed as a potential conflict of interest.

References
1. Gouzman, I.; Grossman, E.; Verker, R.; Atar, N.; Bolker, A.; Eliaz, N. Advances in polyimide-based materials for space applications.

Adv. Mater. 2019, 31, 1807738. [CrossRef]
2. Zhang, Y.; Wu, B.H.; Wang, H.L.; Wu, H.; An, Y.C.; Zhi, X.X.; Liu, J.G. Preparation and characterization of transparent

polyimide nanocomposite films with potential applications as spacecraft antenna substrates with low dielectric features and good
sustainability in atomic-oxygen environments. Nanomaterials 2021, 11, 1886. [CrossRef]

3. Smith, T.; Bingham, C.; Stewart, P.; Allarton, R.; Stewart, J. Energy harvesting and power network architectures for the multibody
advanced airship for transport high altitude cruiser-feeder airship concept. Proc. IMechE. Part G J. Aerospace Eng. 2012, 227,
586–598. [CrossRef]

4. Razdan, A.K.; Parekh, B.; Debles, T. Takacs GA XPS surface characterization of UV photo-oxidized colorless polyimides.
J. Adhesion Sci. Technol. 2012, 26, 18–19.

5. Dever, J.A.; Miller, S.K.; Sechkar, E.A.; Wittberg, T.N. Space environment exposure of polymer films on the materials international
space station experiment: Results from MISSE1 and MISSE 2. High Perform. Polym. 2008, 20, 371–387. [CrossRef]

6. Toto, E.; Santonicola, M.G.; Laurenzi, S.; Circi, C.; Pellefrini, R.C.; Cavallini, E.; Serra, E.; Scaglione, S.; Zola, D. UV-VIS-NIR
optical properties of micrometric-thick polyimide membranes for lightweight devices in space. Opt. Mater. 2023, 146, 114604.
[CrossRef]

7. Fay, C.C.; Stoakley, D.M.; St Clair, A.K. Molecularly oriented films for space applications. High Perform. Polym. 1999, 11, 145–156.
[CrossRef]

8. Reed, K.; Willenberg, H.J. Early commercial demonstration of space solar power using ultra-lightweight arrays. Acta Astronaut.
2009, 65, 1250–1260. [CrossRef]

9. Ni, H.; Liu, J.; Wang, Z.; Yang, S. A review on colorless and optically transparent polyimide films: Chemistry, process and
engineering applications. J. Ind. Eng. Chem. 2015, 28, 16–27. [CrossRef]

10. Wang, Z.; He, Z.; Ren, X.; Zhang, Y.; Wang, X.; Yang, C.; Han, S.; Yu, H.; Liu, J. Preparation and properties of pale-colored and
optically transparent fluoro-containing polyimide films with low solar absorptivity and enhanced high-temperature dimensional
stability for potential applications in space environments. J. Appl. Polym. Sci. 2024, 141, e55606. [CrossRef]

11. Huang, C.; Liu, J.; Zhao, L.; Hu, N. Advances in atomic oxygen resistant polyimide composite films. Compos. Part A Appl. Sci.
Manuf. 2023, 168, 107459. [CrossRef]

12. Song, G.; Li, X.; Jiang, Q.; Mu, J.; Jiang, Z. A novel structural polyimide material with synergistic phosphorus and POSS for
atomic oxygen resistance. RSC. Adv. 2015, 5, 11980–11988. [CrossRef]

13. Wu, B.; Zhang, Y.; Yang, D.; Yang, Y.; Yu, Q.; Che, L.; Liu, J. Self-healing anti-atomic-oxygen phosphorus-containing polyimide
film via molecular level incorporation of nanocage trisilanolphenyl POSS: Preparation and characterization. Polymers 2019,
11, 1013. [CrossRef] [PubMed]

14. Shu, C.; Wu, X.; Zhong, M.; Yan, D.; Huang, W. The atomic oxygen resistant study of a transparent polyimide film containing
phosphorus and fluorine. Appl. Surf. Sci. 2023, 631, 157562. [CrossRef]

15. Xiao, F.; Wang, K.; Zhan, M.S. Atomic oxygen resistant phosphorus-containing polyimides for LEO environment. J. Mater. Sci.
2012, 47, 4904–4913. [CrossRef]

16. Yokota, K.; Abe, S.; Tagawa, M.; Iwata, M.; Miyazaki, E.; Ishizawa, J.; Kimoto, Y.; Yokota, R. Degradation property of commercially
available Si-containing polyimide in simulated atomic oxygen environments for low earth orbit. High Perform. Polym. 2010, 22,
237–251. [CrossRef]

https://doi.org/10.1002/adma.201807738
https://doi.org/10.3390/nano11081886
https://doi.org/10.1177/0954410012469319
https://doi.org/10.1177/0954008308089704
https://doi.org/10.1016/j.optmat.2023.114604
https://doi.org/10.1088/0954-0083/11/1/012
https://doi.org/10.1016/j.actaastro.2009.03.055
https://doi.org/10.1016/j.jiec.2015.03.013
https://doi.org/10.1002/app.55606
https://doi.org/10.1016/j.compositesa.2023.107459
https://doi.org/10.1039/C4RA14727H
https://doi.org/10.3390/polym11061013
https://www.ncbi.nlm.nih.gov/pubmed/31181709
https://doi.org/10.1016/j.apsusc.2023.157562
https://doi.org/10.1007/s10853-012-6363-9
https://doi.org/10.1177/0954008308101535


Polymers 2024, 16, 2845 22 of 22

17. Lei, X.F.; Chen, Y.; Zhang, H.P.; Li, X.J.; Yao, P.; Zhang, Q.Y. Space survivable polyimides with excellent optical transparency and
self-healing properties derived from hyperbranched polysiloxane. ACS Appl. Mater. Interfaces 2013, 5, 10207–10220. [CrossRef]

18. Lv, M.; Wang, Q.; Wang, T.; Liang, Y. Effects of atomic oxygen exposure on the tribological performance of ZrO2-reinforced
polyimide nanocomposites for low earth orbit space applications. Compos. Part B Eng. 2015, 77, 215–222. [CrossRef]

19. Gong, Y.; Tian, H.; Niu, B.; Xing, Y. Molecular design of polyimide films for combining atomic oxygen erosion through combing
experiments with simulations: A state-of-the-art review. Polym. Degrad. Stab. 2024, 220, 110645. [CrossRef]

20. Zhou, S.; Zhang, L.; Zou, L.; Ayubi, B.I.; Wang, Y. Mechanism analysis and potential applications of atomic oxygen erosion
protection for Kapton-type polyimide based on molecular dynamics simulations. Polymers 2024, 16, 1687. [CrossRef] [PubMed]

21. Tomczak, S.J.; Vij, V.; Marchant, D.; Minton, T.K.; Brunsvold, A.L.; Wright, M.E.; Petteys, B.J.; Guenthner, A.J.; Yandek, G.R.;
Mabry, J.M. Polyhedral oligomeric silsesquioxane (POSS) polyimides as space-survivable materials. Proc. SPIE 2006, 6308, 630804.

22. De Groh, K.K.; Banks, B.A.; Mccarthy, C.E.; Rucker, R.N.; Robert, L.M.; Berger, L.A. MISSE 2 PEACE polymers atomic oxygen
erosion experiment on the international space station. High Perform. Polym. 2008, 20, 388–409. [CrossRef]

23. Tomczak, S.J.; Vij, V.; Minton, T.K.; Brunsvold, A.L.; Marchant, D.; Wright, M.E.; Petteys, B.J.; Guenthner, A.J.; Yandek, G.R.;
Mabry, J.M. Comparisons of polyhedral oligomeric silsesquioxane polyimides as space-survivable materials. In Polymer Durability
and Radiation Effects; Celina, M.C., Assink, R.A., Eds.; American Chemical Society: Washington, DC, USA, 2008; pp. 140–152.

24. Tomczak, S.J.; Wright, M.E.; Guenthner, A.J.; Pettys, B.J.; Brunsvold, A.L.; Knight, C.; Minton, T.K.; Vij, V.; McGrath, L.M.; Mabry,
J.M. Space survivability of main-chain and side-chain POSS-Kapton polyimides. AIP Conf. Proc. 2009, 1087, 505–518.

25. Minton, T.K.; Wright, M.E.; Tomczak, S.J.; Marquez, S.A.; Shen, L.; Brunsvold, A.L.; Cooper, R.; Zhang, J.; Vij, V.; Guenthner, A.J.;
et al. Atomic oxygen effects on POSS polyimides in low earth orbit. ACS Appl. Mater. Interf. 2012, 4, 492–502. [CrossRef]

26. Qian, M.; Murray, V.J.; Wei, W.; Marshall, B.C.; Minton, T.K. Resistance of POSS polyimide blends to hyperthermal atomic oxygen
attack. ACS Appl. Mater. Interf. 2016, 8, 33982–33992. [CrossRef] [PubMed]

27. Qian, M.; Xuan, X.Y. Hyperthermal atomic oxygen durable transparent silicon-reinforced polyimide. High Perform. Polym. 2019,
31, 831–842. [CrossRef]

28. Wright, M.E.; Petteys, B.J.; Guenthner, A.J.; Fallis, S.; Yandek, G.R.; Tomczak, S.J.; Minton, T.K.; Brunsvold, A. Chemical
modification of fluorinated polyimides: New thermally curing hybrid polymers with POSS. Macromolecules 2006, 39, 4710–4718.
[CrossRef]

29. Brandhorst, H.W., Jr. Polyhedral oligomeric silsesquioxanes in space applications. In Applications of Polyhedral Oligomeric
Silsesquioxanes; Hartmann-Thompson, C., Ed.; Springer Science+Business Media: New York, NY, USA, 2011; pp. 327–361.

30. Poe, G.; Farmer, B. Polyimide Polymer with Oligomeric Silsesquioxane. US Patent 7619042, 17 November 2009.
31. Wright, J.S.; Jones, A.; Farmer, B.; Rodman, D.L.; Minton, T.K. POSS-enhanced colorless organic/inorganic nanocomposite

(CORIN®) for atomic oxygen resistance in low earth orbit. CEAS Space J. 2021, 13, 399–413. [CrossRef]
32. Zhang, Y.; Wu, H.; Guo, Y.; Yang, Y.; Yu, Q.; Liu, J.; Wu, B.; Lv, F. Atomic oxygen-resistant polyimide composite films containing

nanocaged polyhedral oligomeric silsesquioxane components in matrix and fillers. Polymers 2021, 11, 141. [CrossRef]
33. Miyazaki, E.; Tagawa, M.; Yokota, K.; Yokota, R.; Kimoto, Y.; Ishizawa, J. Investigation into tolerance of polysiloxane-block-

polyimide film against atomic oxygen. Acta Astronaut. 2010, 66, 922–928. [CrossRef]
34. Wang, Z.; Ren, X.; Zhang, Y.; Yang, C.; Han, S.; Qi, Y.; Liu, J. Preparation and properties of atomic-oxygen resistant polyimide

films based on multi-ring fluoro-containing dianhydride and phosphorus-containing diamine. Polymers 2024, 16, 343. [CrossRef]
[PubMed]

35. Auman, B.C.; Higley, D.P.; Scherer, K.V., Jr.; McCord, E.F.; Shaw, W.H., Jr. Synthesis of a new fluoroalkylated diamine, 5-[1H,1
H-2-bis(trifluoromethyl)- heptafluoropentyl]-1,3-phenylenediamine, and polyimides prepared therefrom. Polymer 1995, 36,
651–656. [CrossRef]

36. Song, G.; Zhang, X.; Wang, D.; Zhao, X.; Zhou, H.; Chen, C.; Dang, G. Negative in-plane CTE of benzimidazole-based polyimide
film and its thermal expansion behavior. Polymer 2014, 55, 3242–3246. [CrossRef]

37. Park, H.; Choi, H.; Kim, J.; Yoo, S.; Mun, H.J.; Shin, T.J.; Won, J.C.; Kim, H.Y.; Kim, Y.H. Density functional theory-based approach
for dielectric constant estimation of soluble polyimide insulators. J. Phys. Chem. B 2024, 128, 2528–2536. [CrossRef] [PubMed]

38. Terui, Y.; Ando, S. Coefficients of molecular packing and intrinsic birefringence of aromatic polyimides estimated using refractive
indices and molecular polarizabilities. J. Polym. Sci. Part B Polym. Phys. 2004, 42, 2354–2366. [CrossRef]

39. Wu, H.; Zhang, Y.; Guo, Y.D.; Qi, H.R.; An, Y.C.; Jia, Y.J.; Tan, Y.Y.; Liu, J.G.; Wu, B.H. Preparation and properties of intrinsically
atomic-oxygen resistant polyimide films containing polyhedral oligomeric silsesquioxane (POSS) in the side chains. Polymers
2020, 12, 2865. [CrossRef]

40. Lei, X.; Qiao, M.; Tian, L.; Chen, Y.; Zhang, Q. Evolution of surface chemistry and morphology of hyperbranched polysiloxane
polyimides in simulated atomic oxygen environment. Corro. Sci. 2015, 98, 560–572. [CrossRef]

41. Li, X.; Al-Ostaz, A.; Jaradat, M.; Rahmani, F.; Nouranian, S.; Rushing, G.; Manasrah, A.; Alkhateb, H.; Finckenor, M.; Lichtenhan,
J. Substantially enhanced durability of polyhedral oligomeric silsequioxane-polyimide nanocomposites against atomic oxygen
erosion. Eur. Polym. J. 2017, 92, 233–249. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1021/am402957s
https://doi.org/10.1016/j.compositesb.2015.03.029
https://doi.org/10.1016/j.polymdegradstab.2023.110645
https://doi.org/10.3390/polym16121687
https://www.ncbi.nlm.nih.gov/pubmed/38932037
https://doi.org/10.1177/0954008308089705
https://doi.org/10.1021/am201509n
https://doi.org/10.1021/acsami.6b10612
https://www.ncbi.nlm.nih.gov/pubmed/27960434
https://doi.org/10.1177/0954008318802939
https://doi.org/10.1021/ma060372d
https://doi.org/10.1007/s12567-021-00347-7
https://doi.org/10.3390/nano11010141
https://doi.org/10.1016/j.actaastro.2009.09.002
https://doi.org/10.3390/polym16030343
https://www.ncbi.nlm.nih.gov/pubmed/38337232
https://doi.org/10.1016/0032-3861(95)91576-S
https://doi.org/10.1016/j.polymer.2014.05.041
https://doi.org/10.1021/acs.jpcb.3c07296
https://www.ncbi.nlm.nih.gov/pubmed/38422507
https://doi.org/10.1002/polb.20114
https://doi.org/10.3390/polym12122865
https://doi.org/10.1016/j.corsci.2015.05.060
https://doi.org/10.1016/j.eurpolymj.2017.05.004

	Introduction 
	Materials and Methods 
	Materials 
	Characterization Methods 
	PI Resin Synthesis and Film Preparation 

	Results and Discussion 
	PI Resin Synthesis and Film Preparation 
	Thermal and Dielectric Properties 
	Optical Properties 
	AO Erosion Properties 

	Conclusions 
	References

