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Thermal deformation and damage of carbon fiber reinforced phenolic composites at

elevated temperatures

First Chapter

Ablation cooling has been adopted in the severest heating environments, such as re-entry
vehicles from space and engine nozzle of solid rocket. The ablator systems protect payloads and the
vehicle structures through consumption of ablation materials called ablator. Gases generated by
pyrolysis of the ablator thereby insulate it from hot environmental gases. Their associated
endothermic decomposition reactions lower the material temperature. The pyrolysis reaction results
in carbonization of ablator surface. Sublimation of the carbonized surface contributes to preventing
too much elevating payload temperature. Low thermal conductivity of the ablator also lowers the
temperature. Carbon-fiber-reinforced phenolic matrix composites have been often applied under
severest environments as ablation materials.

To evaluate performance under re-entry environments, the ablator is exposed to extremely high
temperatures and high-speed flow in an arc-plasma wind tunnel (AP). Many researchers have
predicted recession rates of ablator surfaces based on results of the such tests. The recession rate of
an ablator surface is key information for designing the ablator thickness. It has been determined by
subtracting the thicknesses of an ablator before and after heating. When an ablator is exposed to a
severe environment, it is damaged, and the damage causes large deformation. Therefore, the
measurement of recession includes the thermal deformation generated by the cracks of the ablator.
The deformation is not negligibly small compared with the recession rate. Therefore, the
deformation should be seriously considered in order to estimate the recession precisely.
Understanding damage in an ablator is also important for evaluations of material
properties of an ablator. For predictions of temperature distribution in and around an
ablator and recession, material properties of an ablator, such as thermal conductivity
and density, are required. However, these properties sensitively depend on damage in
the material. This is another motivation to discuss damaging process of ablators in
the present study.

In AP tests, the material is heated unidirectionally and rapidly. Consequently,
unsteady rapid-changing temperature distribution with a sharp gradient is induced in
an ablator. Under such complex heating conditions, it is difficult to specify the basic
mechanisms yielding the expansion deformation and cracking, because observation of
the cross-section of material after heating is the only way to assess the damage in AP
tests. Therefore, elucidation of the basic mechanisms is crucially important to

ascertain deformation behaviour.
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The cracking pattern of carbon-fiber-reinforced phenolic matrix composite during
exposure in static and high temperature environments has been investigated by some
researchers. Fischedick and Zhang identified the basic mechanisms under low heating
rate conditions using soaking furnace. Herein, these conditions were called as
quasi-static heating conditions. The mechanisms identified by them can apply only for
the fiber reinforced plastics (FRP) using straight fiber, such as PAN- or pitch-based
carbon fiber. However, carbon fiber applied to ablators has special configuration; 3
spun-yarned sub-bundles are bladed into twisted one yarn. This fiber is used for the
ablator as the reinforcement because of low density and low thermal conductivity.
Since the mechanisms of cracking should depend on the configuration of the fiber,
individual research of the basic mechanisms focusing FRP reinforced by kynol-based
carbon fiber is necessary in order to understand cracking pattern of ablator.

In this research, the cracking and deformation was observed under quasi-static
heating conditions, such as low heating rate and uniform heating. The basic
mechanisms under quasi-static conditions were identified from the mechanisms of
cracking of the FRP reinforced by PAN-based carbon fiber. Based on the mechanisms
clarified under quasi-static condition, cross-sections of an ablator after arc-plasma
wind tunnel heating tests were observed to identify causes of thermal expansion
deformation.

Second Chapter
1. Introduction

Before arc-plasma wind tunnel tests, ablator materials are quasi-statically heated to ascertain
basic mechanisms of thermal deformation and cracking at elevated temperatures in the second
chapter. Therefore, objective of this chapter is to provide basic information for discussion of
thermal deformation and cracking in re-entry environments.

2. Experiments
2.1 Material

Two types of ablators, kynol-based carbon fiber reinforced plastics (Types 1 and 2), are
quasi-statically heated. The materials consist of eight satin-woven fabrics of kynol-based carbon
fiber as the reinforcement, and resol-type phenolic resin as the matrix. The kynol carbon fiber is of
a spun-yarn type, and has a special microstructure that includes thin short fibers spun into a thin
sub-bundle and three sub-bundles braided into a yarn. The principal difference between Types 1
and 2 was porosity. Although the closed porosity of A-1 was higher than that of A-2, A-2 contained
more open pores than A-1 did. The total porosity of A-2 was 10.4% higher than that of A-1. The
pore sizes differed significantly between Types 1 and 2. The average volume fraction of pores in
A-1 was less than that in A-2. In this chapter, thermal cracking behavior of A-1 is in a main focus.
Thermal deformation of A-2 was used for addressing the effect of porosity and pore size by
comparison with those of A-1.

2.2 Experimental procedures
The deformation during heating up to 1400°C was measured using Thermo Mechanical
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Analyser (TMA). Deformations in the thickness direction of the laminated composites were
determined mainly, because samples didn’t deform in the directions including the lamination plane.

The deformation mechanisms were clarified through detailed observations of crack formation
and deformation processes under quasi-static heating conditions. For these observations, a
thermo-optical microscopy (TOM) and X-ray computed tomography (X-ray CT) were used. Using
the TOM development of cracks at elevated temperatures was observed under quasi-static heating
conditions. The X-ray CT (Fraunhofer; Bayreuth, Germany) was used to observe pores and cracks
inside the materials, which were heat-treated at elevated temperatures.

Phenolic resin has high water absorbability, and shows condensation polymerization and
breakage of chemical bonds during the pyrolysis reaction. At elevated temperatures, the phenolic
matrix composites emit H,O and pyrolysis gases. In addition to above experiments, measuring
porosity and TGA/MS were conducted to determine the effect of gas pressure trapped inside
materials on the deformation and crack formation.

3. Results & Conclusion

Major deformation events monitored at around 300°C and 500°C and after 550°C were found to
be derived, respectively, from H,O gas pressure, pyrolysis gas pressure, and cracking by shrinkage
of the matrix resin. In the temperatures higher than 550°C, the cracking pattern decided the
deformation behaviors. The A-1 material expanded due to cracks generated inside fiber bundles in
the direction of fiber axis. On the other hand, the cracks extended from the edge of pore in A-2. As
a result, A-2 shrank. Since the reaction progressed actively at a temperature higher than 550°C, the
cracking should be caused by the pyrolysis reaction.

Third Chapter

1. Introduction

The third chapter explained the cracking mechanisms of an ablator during active
progression of pyrolysis reaction using established cracking mechanisms for
PAN-based carbon fiber reinforced phenolic resin. The phenolic resin starts to shrink
at 300°C by pyrolysis reaction. In PAN-based woven-fabric CFRP laminates, two types
of cracks, transverse cracks and delaminations were observed under the tensile stress.
In contrast, cracking occurred under mismatch strain between the directions of fiver
bundle axis and normal to it. However, the basic cracking mechanisms of the ablator
were assumed to be the same as those for the woven-fabric CFRP subjected to the
tensile stress. Some researchers simulated the pattern of transverse cracks and delaminations
during a tensile test of the CFRP. This model was modified to establish a model explaining
cracking of ablators, A-1 and A-2 materials.
2. Experiments and Analyses

In addition to A-1 and A-2, three types of PAN fiber reinforced CFRP, B-1, B-2 and
B-3, were examined in this chapter. The difference between B-1 and B-2 was location
of pores. While small pores were mixed in fiber bundles in B-1, large pores distributed

in the matrix of B-2. In contrast, the volume fraction of pores was much fewer in B-3,
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and laminate thickness of B-3 was thinner than that of the others. The cracks of
B-1~3 were simulated using a model estimating transverse cracks and accompanied
delaminations in tensile tests. This model simulated the crack density as a function of
tensile stress. To validate that the model can simulate the cracking during pyrolysis
reaction, experimentally obtained crack densities of B-1~3 were compared with those
predicted by the simulation model. After validation of the model by this simulation,
the model was used in the initiations of the cracking in A-1 and A-2 during pyrolysis.
Observations using TOM and X-ray CT were conducted in the same procedures as the
second chapter.

3. Results and Conclusion

The model for tensile tests successfully simulated the crack densities of B-1~3.
These results validated that this model can be applied to a simulation of the cracking
during pyrolysis reaction.

The simulation indicates that the crack initiation stress in A-1 was lower than that
in A-2. Therefore, A-2 released the mismatch strain more easily than A-1. Although
only transverse crack released the mismatch strain in A-2, the strain mismatch in A-1
was released not only by transverse crack but also buckling of fiber bundle. This
difference is attributable to the difference in pore size embedded in the materials.

Fourth Chapter

1. Introduction

Based on the mechanisms clarified in the third chapter, cross-sections of A-1s after
arc-plasma wind tunnel heating were observed to identify causes of thermal
expansion deformation during a re-entry from space. In addition, the deformation
process during arc-plasma wind tunnel heating was attempted to measure using a
laser-based measurement technique. This method was conducted in a corporation
study with Institute of Space Center (IRS) of University of Stuttgart.
2. Experiments

The arc-plasma wind tunnel used for this study was PWK 1 of IRS of University of
Stuttgart. The tests were conducted at heat fluxes of 2.0 MW/m2, 6.0 MW/m2, and 12.0
MW/m2. These were designated, respectively, as tests A, B, and C. The heating time in
each test differed: 60 s in test A, 30 s in test B, and 12 s in test C. The top surface
temperature was measured using a pyrometer. Emissivity of material was set to 0.85.
The temperature distribution within material was measured by 5 thermocouples.

Thermal deformation of the specimen in the thickness direction was measured from

the variations of slit spacing before and after heating. Three alleys of slits were
engraved on the side surface of specimens to measure the change of spacing between
adjacent slits before and after heating. The original spacing between slits was 3.20—
3.69 mm.
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In the laser-based technique, sample’s surface was scanned by a inclined laser
pointer and variation of flashed point was recorded using a conventional video camera
to determine displacement of the heating surface during heating. This change was
calibrated to the displacement of the top surface.

The thermal stress and temperature distribution during heating was simulated

using software of finite element analysis: ABAQUS.

3. Results and Conclusion

In a rapid heating condition, expansion of the thickness becomes greater than that
in quasi-static condition because much more delaminations were generated in
addition to the cracks appeared in the quasi-static heating conditions. Temperature
distributions and thermal stresses inside material calculated using ABAQUS proved
that the delaminations were caused by thermal stresses produced by steep
temperature gradient inside material during arc-wind heating. The expansion
deformation was greatest at the layer closest to the heated surface. Temperature of
material generating expansion in an arc wind tunnel test was higher than that in a

quasi-static heating test.

Fifth Chapter
This chapter gives general overview of the present study and explains future guide
in extensive research. In this study, the deformation- and crack-yielding mechanisms
encumbering optimization of an ablation system were clarified. These results should
simplify estimating the materials properties such as thermal conductivity and density.

The next target is to establish a model estimating the deformation and cracking.
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