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This review provides an overview of the non-linear mechanical behavior of amorphous glassy polymers under con-
stant strain rate (CSR) testing. These materials exhibit complex responses to mechanical loading, including yielding, strain
softening, and strain hardening, arising from the interplay between their out-of-equilibrium structure and the applied de-
formation. While many studies have addressed isolated aspects of glassy polymer behavior, a unified examination centered
specifically on CSR tests remains limited. We first discuss the fundamental origins of non-linearity, including geometric
effects and intrinsic mechanisms. Key features of the mechanical response, such as stress–strain curves, volume changes,
molecular mobility, and ductile–brittle behavior, are then described. Finally, the effects of critical experimental variables,
including strain rate, temperature, hydrostatic pressure, and thermal history (e.g., aging and annealing), are systematically
reviewed. By consolidating findings across diverse studies, this review aims to clarify the characteristic mechanical behav-
ior of amorphous glassy polymers in CSR tests and provide a foundation for future experimental and modeling efforts.
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1. Introduction
Amorphous glassy polymers are widely employed in

structural, packaging, and biomedical applications due to their
favorable mechanical properties, processability, and versatil-
ity. For example, glassy composite membranes[1,2] are em-
ployed in oil–gas separation and organic vapor recovery, of-
fering advantages such as process simplification, enhanced
safety, environmental compatibility, and extended service life.
Thermally induced shape memory polymers[3–7] exploit the
distinct mechanical responses above and below the glass tran-
sition temperature to enable environmental sensing and intelli-
gent actuation. Glassy gels,[7,8] which combine high strength
with high modulus, serve as promising substitutes for soft
tissues such as cartilage and menisci; through precise con-
trol of their microstructure, they can also be engineered into
artificial corneas with excellent gas permeability and optical
clarity.[9,10]

Amorphous glassy polymers exhibit complex rheological
behavior, including non-linear stress–strain responses,[11,12]

transitions between glassy and rubbery states,[13,14] and sen-
sitivity to both temperature and loading history,[15,16] as well
as to changes in physical and chemical environments.[17,18] To

characterize their mechanical behavior, several experimental
techniques are employed to probe their viscoelastic and time-
dependent behavior. Creep testing, which applies a constant
stress and monitors the resulting strain over time, provides in-
sight into long-term deformation under sustained loads and is
particularly relevant for service-life prediction. Stress relax-
ation testing, by maintaining a constant strain and tracking
the decay of stress, reveals information about molecular re-
arrangements and entanglement relaxation processes. In con-
trast, constant strain rate (CSR) testing imposes deformation
at a fixed rate while recording the evolving stress–strain re-
sponse. This method offers precise control over deformation
kinetics, making it highly effective for examining nonlinear
viscoelasticity, brittle–ductile transition, yielding, and strain
hardening. Owing to its versatility and sensitivity to rate ef-
fects and temperature, CSR testing has become a central tool
for understanding the fundamental mechanisms governing the
deformation of amorphous polymers.[19,20]

This review focuses on the non-linear mechanical behav-
ior of amorphous glassy polymers subjected to constant strain
rate testing. Emphasis is placed on experimentally observed
phenomena, including stress–strain characteristics, volumetric
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changes, and molecular mobility during deformation. We re-
strict our discussion to amorphous polymers in the glassy state
and exclude rubbery or semicrystalline systems to maintain
clarity and specificity. Both intrinsic factors (such as molec-
ular structure and segmental dynamics) and extrinsic condi-
tions (such as temperature, strain rate, pressure, and thermal
history) are considered in order to elucidate the full range of
mechanical responses.

The review is organized as follows. Section 2 introduces
the fundamental origins of non-linear behavior, distinguish-
ing between geometric effects and intrinsic material nonlin-
earity, and introducing the non-linearity arising from experi-
mental procedures. Section 3 summarizes key experimental
findings on the mechanical response of glassy polymers un-
der CSR loading, focusing on the evolution of stress–strain
curves, volumetric responses, molecular mobility, and intrin-
sic ductile–brittle behavior. Section 4 examines how these re-
sponses are influenced by strain rate, temperature, hydrostatic
pressure, and thermal history (i.e., physical aging, annealing,
quenching, and rejuvenation). We end with some conclusions
and open problems in Section 5.

2. Origins of non-linear behavior
Consider a cylindrical sample of a glassy polymer with

an initial length L0 and initial cross-sectional area S0, sub-
jected to a uniaxial tensile force F , as shown in Fig. 1(a).
The mechanical response of the sample can be described in
terms of stress and strain, defined in both engineering and true
formulations.[22] The engineering stress is given by σeng =

F/S0, and the engineering strain is εeng = ∆L/L0, with ∆L
representing the change in length. In contrast, the true stress
accounts for the instantaneous cross-sectional area and is de-
fined as σ = F/S, where S is the current area, while the true
strain is expressed as ε =

∫
dL/L = ln(L/L0), where L denotes

the current length of the specimen.

L0

S0 FF

L

S

(a)

(b)

εeng ε

σσeng

(c)

Fig. 1. (a) Schematic illustration of the stretching of a cylindrical glassy
polymer sample. (b) Typical engineering stress–strain curve and (c) true
stress–strain curve of PMMA under uniaxial tension. (i)–(iii) correspond
to temperatures around the glass transition temperature, while (iv)–(v)
correspond to temperatures above the glass transition temperature, all at
identical strain rates. Reproduced from Ref. [21] (CC BY 4.0).

The true stress and true strain represent the actual force
and deformation experienced by the material, which is cru-
cial for obtaining intrinsic material responses, especially when
large geometric changes occur. When an engineering stress–
strain curve (i.e., σeng− εeng curve) or load–elongation curve
(i.e., F −∆L curve) is obtained from such a tensile test, the
resulting relationship typically exhibits non-linear behavior
(Fig. 1(b)). This non-linearity can arise from many sources:

Geometrical non-linearity arises from changes in a sam-
ple’s geometry during deformation. In the case of glassy poly-
mers under tensile loading, the cross-sectional area S natu-
rally decreases as the material is stretched. Since true stress
is σ = F/S, a reduction in S leads to an increase in true stress
even when F remains constant. In contrast, engineering stress,
σeng = F/S0, does not account for this reduction. As a result,
σeng deviates from the actual stress experienced by the mate-
rial during deformation.

Furthermore, in experiments where the elongation rate L̇
(or engineering strain rate ε̇eng = L̇/L0) is held constant, the
true strain rate ε̇ = L̇/L decreases as the sample length L in-
creases. This decline in true strain rate can inadvertently affect
the material’s time-dependent response.

Overall, these geometrical effects introduce non-linearity
purely due to changes in the sample’s shape during deforma-
tion, independent of the material’s inherent properties. To
minimize such geometrical non-linearities, one may either re-
strict the analysis to the small-deformation regime, which al-
lows the difference between engineering and true stress–strain
to be neglected, or design experiments carefully to capture the
true stress–strain relationship.

Constitutive non-linearity, in contrast, originates from
the intrinsic properties of the glassy polymer and is inde-
pendent of the sample geometry. The true stress σ can ex-
hibit a non-linear relationship with strain (Fig. 1(c)). In
a typical true stress–strain curve of a glassy polymer, the
material first responds elastically, with stress increasing lin-
early with strain. As deformation continues, the polymer
reaches a yield point, marking the onset of irreversible (plas-
tic) deformation. Beyond this point, the material enters a
strain-softening regime, where the stress decreases with in-
creasing strain.[25] This yielding behavior becomes more pro-
nounced when the polymer is aged for a longer period after
fabrication,[26] reflecting changes in its microstructure over
time. Other non-linear behaviors, such as those associated
with strain rate,[27,28] temperature,[29,30] and other thermo-
mechanical conditions,[16,31] also play significant roles and
will be discussed in the following section. These forms of non-
linearity, closely tied to the polymer’s molecular architecture,
are fundamental to accurate material modeling and characteri-
zation.
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Additional non-linearities can arise from experimental
procedures, particularly during large-deformation or high-
strain-rate testing. At high strain rates, rapid deformation
may result in adiabatic heating,[32,33] where the heat gener-
ated by plastic work is not dissipated efficiently, leading to
localized temperature increases. This thermal rise can soften
the polymer, introducing deviations from isothermal behavior
and contributing to non-linearity. Furthermore, large defor-
mations often lead to strain localization (e.g., necking, shear
banding),[34–36] where deformation becomes concentrated in
specific regions. This disrupts the uniform strain distribution,
making it challenging to control ε̇ by adjusting the overall
length change rate L̇. These forms of non-linearity are closely
linked to material failure mechanisms and are particularly rel-
evant in engineering applications.

In this review, we are only concerned with the intrinsic
material response, and thus we do not discuss the effects of ge-
ometrical non-linearity, non-uniform deformation, mechanical
instability, or failure mechanisms on the mechanical response.

3. Behaviors in constant strain rate tests
Constant strain rate (CSR) testing involves deforming a

material sample at a precisely controlled, unchanging rate of
strain.[37,38] This methodology is paramount in polymer char-
acterization, as it reveals crucial mechanical properties (e.g.,
elastic modulus, yield stress) and the time-dependent nature of
polymers. For accurate characterization, particularly at higher
deformation rates or under large deformation, a constant true
strain rate is often preferred over an engineering strain rate.
Achieving a constant true strain rate typically requires con-
trolling the displacement imposed by the testing machine as
an exponential function of time.

CSR tests have been extensively conducted on var-
ious amorphous glassy polymers, such as polymethyl
methacrylate (PMMA),[39,40] polystyrene (PS),[11,41] polycar-
bonate (PC),[42,43] epoxy resin,[44,45] and acrylonitrile bu-
tadiene styrene (ABS).[46] The tests can also be imple-
mented under diverse deformation modes, including uniaxial

tension,[21,47] uniaxial compression,[27,28] shear,[24] and mul-
tiaxial loading.[48]

3.1. Stress-strain curve

Amorphous glassy polymers exhibit a characteristic non-
linear true stress–strain response across a wide range of ma-
terials and deformation modes, as illustrated in Fig. 2. The
typical features of this response can be broadly divided into
several regimes:[49]

(i) In the elastic regime, the true stress σ increases lin-
early with true strain ε for small strains (ε � 1), indicating a
reversible deformation. The initial slope of this region defines
the elastic modulus.

(ii) As the strain increases, the material enters the anelas-
tic regime, where σ begins to deviate from linearity due to
time-dependent viscoplasticity. This regime culminates in a
local stress maximum, referred to as the (upper) yield stress,
occurring at the yield strain, marking the onset of irreversible
deformation.

(iii) Following yielding, a strain-softening region is often
observed, where the stress decreases with increasing strain.

(iv) The material then transitions into a plastic flow
regime, in which the stress plateaus and fluctuates around a
nearly constant value, known as the lower yield stress.

(v) At large strains, the material may enter a strain-
hardening regime, where the stress begins to rise again with
increasing strain.

The area under the stress–strain curve up to the final
breaking point corresponds to the material’s toughness, a mea-
sure of its ability to absorb energy before failure.

The true stress–strain response of a glassy polymer un-
der a given thermal history may not exhibit all the character-
istic features shown in Fig. 2. For instance, if the material
is rapidly quenched into the glassy state, the post-yield soft-
ening may be significantly diminished or absent, leading to
a more direct transition from yielding to plastic flow and/or
strain hardening.[50]

(a) (b) (c)

Fig. 2. True stress–strain curve in constant strain rate test. (a) Uniaxial tensile behavior of PMMA for a nominal strain rate ε̇eng = 5.9×10−3 s−1

at various temperatures (Reproduced from Ref. [23] (CC BY 4.0)), (b) Uniaxial compression behavior of PC at room temperature and different
strain rates (Reproduced from Ref. [24] (CC BY 4.0)), (c) Shear behavior of epoxy resin aged at 32.2◦C (Tg−10◦C), sheared at 5×10−4 s−1

for various aging times. (Reproduced from Ref. [24] with permission, Copyright © 1994 Published by Elsevier B.V.)
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Subtle differences also arise between different materi-
als and deformation modes. For example, under uniax-
ial compression, the stress–strain curve generally displays
higher yield strength and elastic modulus compared to uniaxial
tension.[20,51] Strain hardening is related to molecular weight
and chemical crosslinks.[12,52] Lightly crosslinked polymers
often do not exhibit significant strain hardening.[53]

3.2. Volumetric changes

Amorphous glassy polymers do not remain perfectly
volume-conserving during mechanical deformation, as shown
in Fig. 3. In uniaxial compression tests, the samples typically
undergo volume reduction (densification) in the initial elas-
tic regime. Upon yielding and into the plastic deformation
regime, the volume generally remains constant or increases
slightly.[54,56,57]

Conversely, in uniaxial tension tests, amorphous glassy
polymers typically exhibit a small amount of volume increase
(dilatation) in the elastic regime.[31] Some experiments have
also observed a volume decrease following the initial dilation,
which begins prior to the yield point.[55] Beyond the yield
point, significant dilatation may occur, accompanied by the
formation of crazing, cavitation, or necking.[58–62]

The volume increase in this regime signifies that the ma-
terial is becoming discontinuous at a microscopic level due to
the creation and nucleation of internal voids. This is differ-
ent from an “intrinsic” volumetric expansion of the polymer
chains themselves, such as thermal expansion, which would
imply that the material remains microscopically continuous
while uniformly occupying more space.

The microscopic structure of amorphous polymers can be
directly probed using advanced techniques such as positron

annihilation spectroscopy (PAS).[26,63–65] Ruan et al.[66] em-
ployed positron annihilation lifetime spectroscopy (PALS) to
investigate strain-induced changes in void volume in PC sam-
ples subjected to small static tensile deformations (strain <

7%, the yield point of their sample is at about 6% strain).
Their results showed that applying strain up to approximately
4% leads to an increase in the average void volume, while
the number density of voids remains nearly constant. In the
strain range of 4%–7%, no further significant changes in void
characteristics were observed. Notably, the total relative in-
crease in void volume with strain was substantially greater
than the corresponding increase in bulk volume, as illustrated
in Fig. 4. This suggests a non-affine relation between mi-
crostructure change and macroscale deformation.

(a)

(b)

(c)

(d)

Fig. 3. Volume response under constant strain rate loading. (a) and (b)
show the stress and volume responses during compression tests, repro-
duced from Ref. [54] with permission. Copyright © 1988 John Wiley &
Sons, Inc. (c) and (d) present the corresponding results for tensile tests
before the yielding point, reproduced from Ref. [55] with permission.
Copyright © 1972 Society of Plastics Engineers, Inc. Among the materi-
als shown, PVC, PC, and PMMA are amorphous glassy polymers, while
POM, PP, and PE are semi-crystalline polymers.

(a) (b) (c)

Fig. 4. Microscale void volume measured by PALS in a tensile test of PC. (a) o-Ps intensity I3, indicates number density of holes; (b) o-Ps
lifetime τ3, indicates the average hole volume 〈v f 〉 in the PC sample; (c) the relative change in void volume h∼ I3〈v f 〉 and macroscopic volume
change V from Fig. 3(d). Reprinted with permission from Ref. [66]. Copyright © 1992 American Chemical Society.

Despite these observed densification or dilatation behav-
iors, the macroscopic true stress–strain curves of amorphous
glassy polymers still display a distinct yield point followed by
a strain-softening regime. This indicates that the non-linear
stress behavior and yielding phenomena are not simply direct
consequences of volume change but are instead governed by

more complex molecular mechanisms.

3.3. Molecular mobility

Molecular mobility refers to the ability of polymer seg-
ments to undergo cooperative or localized motions.[67] The
molecular mobility can be effectively defined as the inverse of
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the segmental relaxation time (relaxation rate). Experiments
demonstrate a non-monotonic evolution of molecular mobility
parameters during constant strain rate deformation of amor-
phous glassy polymers.

As the applied strain increases from the initial elastic
regime through the yield point and into the stress-softening
regime, there is a significant decrease in molecular mobil-
ity. Dielectric spectroscopy (DS) experiments can measure
the dominant relaxation time (τα ) and the width of the relax-
ation time distribution (wτ ). Ciliberto and co-workers[68,69]

performed DS measurements in tensile tests on PC, as shown
in Fig. 5(a)–5(b). The results showed a reduction in both τα

and wτ . These parameters typically reach a minimum value
within the stress-softening regime. This suggests a reduction
in the inherent heterogeneity of local environments or relax-
ation processes that exist in quiescent glasses (known as dy-
namical heterogeneities), leading to a more uniform response
during active plastic flow.

(a)

(b)

(c)

(d)

Fig. 5. Molecular mobility behavior during a constant strain rate tensile
test. (a) and (b) present results from dielectric spectroscopy (DS) mea-
surements conducted during tensile testing of polycarbonate (PC) at an
engineering strain rate of λ̇ = 2.5×10−4 s−1. In both plots, the solid lines
represent the engineering stress (right axis), while the square markers in-
dicate (a) the mean relaxation time τα and (b) the stretching parameter
β (left axis). A higher value of β corresponds to a narrower distribu-
tion of relaxation times (i.e., lower wτ ). Reprinted with permission from
Ref. [69]. Copyright © 2022 American Chemical Society. (c) and (d)
present results obtained using the optical photobleaching method during
tensile testing of lightly crosslinked PMMA glasses at 373 K (Tg−19 K),
under various engineering strain rates. The corresponding true strain rates
in the plastic flow regime are indicated in the legends. (c) Engineering
stress–strain curves at different strain rates. The inset shows the depen-
dence of yield stress on the engineering strain rate. (d) Rotational corre-
lation time τc as a function of true strain. Reprinted with permission from
Ref. [53]. Copyright © 2014 American Chemical Society.

On the other hand, Ediger and co-workers conducted
direct photobleaching measurements in lightly crosslinked
PMMA. They also quantified this acceleration (see Figs. 5(c)
and 5(d)), showing that the average reorientation time of probe
molecules can decrease by as much as two orders of magnitude
as the material is brought through yield.[53,70] It also shows
that the fastest dynamics are often observed not precisely at the
yield peak, but rather within the subsequent stress-softening
region.

In the DS experiment of Ciliberto et al., the PC sample
exhibits a strain-hardening regime, during which both τα and
wτ begin to increase again (see Figs. 5(a) and 5(b)). This is a
consequence of significant microstructural changes occurring
at large strains. As chains become highly stretched and aligned
with the deformation direction, their conformational freedom
is reduced,[71] leading to increased resistance to further flow
and thus longer relaxation times.

By contrast, the lightly crosslinked PMMA exhibits lower
toughness relative to PC and does not exhibit strain hardening
or the corresponding relaxation time behavior.

The observed non-monotonic evolution of molecular mo-
bility points to a complex interplay of competing mechanisms.
The initial acceleration (decrease in τα ) can be attributed to
stress-induced activation of the glassy state, facilitating plas-
tic flow. The subsequent deceleration (increase in τα ) in the
strain-hardening regime suggests the dominance of increas-
ing entropic and enthalpic resistance from highly stretched and
oriented polymer chains.

This indicates that the material’s properties evolve in a
complex manner, reflecting both the immediate response to
applied stress and the longer-term structural reorganization.

3.4. Toughness and brittleness

Brittleness is the tendency of a glassy polymer to fail
through crazing before reaching the yield point. In contrast,
ductility describes a polymer’s ability to undergo significant
plastic deformation and be continuously drawn after yielding
without fracturing. The total energy absorbed before fracture,
often used as a measure of a material’s toughness, can be quan-
tified by the area under the stress–strain curve up to the frac-
ture point.

Wu[72,73] conducted extensive experimental investiga-
tions and employed scaling laws to elucidate the intrinsic
brittle–ductile behavior of diverse polymers. His analysis
demonstrated that the crazing stress (σz) scales with the square
root of the entanglement density (νe), following the relation
σz ∝ ν

1/2
e . In contrast, the normalized yield stress ({σy} =

σy/δ 2(T − Tg)) was shown to depend on the intrinsic chain
flexibility, being proportional to Flory’s characteristic ratio,
{σy} ∝ C∞. These chain parameters can be effectively pre-
dicted from the molecular architecture of polymers, thereby
highlighting the molecular origins of the energy dissipation
mechanisms.

Based on the ratio of crazing stress to yield stress
(σz/{σy}), polymers can be classified into three categories:
Brittle polymers tend to fracture mainly by crazing and are in-
herently brittle. They are characterized by a relatively low en-
tanglement density (νe <∼ 0.15 mmol/cm3) and a stiff chain
(characteristic ratio C∞ >∼ 7.5). Representative examples
include polystyrene (PS) and poly(styrene-acrylonitrile) with
acrylonitrile (SAN). Pseudoductile polymers are intrinsically
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ductile and tend to fracture mainly by yielding. They have
a higher entanglement density (νe >∼ 0.15 mmol/cm3) and
a flexible chain (C∞ <∼ 7.5). The ultimate intrinsic ductility
is obtained when C∞→ 2 for chains with freely rotating joints
with tetrahedral skeletal bonds. Examples include polycarbon-
ate (PC) and poly(ethylene terephthalate) (PET). Intermediate
polymers exhibit a transitional behavior, having comparable
crazing and yield stresses. This occurs when the entanglement
density is approximately 0.15 mmol/cm3 and the characteris-
tic ratio is around 7.5. Typical examples include poly(methyl
methacrylate) (PMMA) and poly(vinyl chloride) (PVC).

Table 1 summarizes the ductile–brittle behavior of several
typical polymers.

Table 1. Brittle-ductile behavior of typical polymers. Reprinted with per-
mission from Ref. [72]. Copyright © 1992 Society of Chemical Industry.

Polymer
νe

(mmol/cm3)
C∞ Type of polymer

Mechanism in 

neat polymer

PS 0.06 10.8

SAN30 0.10 9.3

PMMA 0.13 8.2

PVC 0.25 7.6

N66 0.54 6.1

PET 0.82 4.2

PC 0.67 2.4

Ultimate 

ductility
- 2.0

Brittle

Intermediate

Pseudoductile

Craze

Yield

Over the past three decades, the classical scaling frame-
work has been substantially extended through controlled ex-
periments, molecular simulations, and micromechanical mod-
eling. Molecular dynamics (MD) simulations by Hoy et al.[74]

revealed that the traditional assumption of inherent brittle-
ness in semi-flexible polymer glasses (SPG) is incomplete;
the contribution of stretched Kuhn segments to stress trans-
mission was previously underestimated, leading to the ob-
servation of unexpected ductility in these systems. Zhao et
al.[71] further established, via large-scale MD simulations,
that fracture behavior is strongly correlated with molecular
conformations. Specifically, the narrowing of conformational
distributions prior to crack propagation reflects reduced con-
figurational freedom and precedes failure. Suo et al.[75–77]

demonstrated that polymer networks with entanglement den-
sities far exceeding their crosslink densities exhibit signifi-
cantly enhanced toughness, as load transfer occurs predom-
inantly through entanglements that distribute mechanical en-
ergy across many chains and over large volumes before any
bond rupture.

In parallel, Chen et al.[78] showed that introducing dy-
namic covalent and hydrogen-bonding interactions enables en-
ergy dissipation via reversible bond exchange, a finding con-
sistent with the results of Meng et al.[79,80] and Zheng et al.,[8]

who reported similar toughening mechanisms in dynamically
cross-linked polymer networks.

4. Influence of experimental conditions
4.1. Strain rate and temperature

Amorphous glassy polymers exhibit a pronounced sensi-
tivity to both strain rate and temperature. The pre-yield be-
havior of amorphous glassy polymers is typically character-
ized by their initial elastic modulus (stiffness). As temper-
ature increases, particularly approaching the glass transition
temperature (Tg), the elastic modulus decreases significantly,
marking a transition from a stiff, glassy state to a compliant,
rubbery regime.[40,81–83] For example, the elastic modulus of
PMMA decreased by 73.9% within the studied range of 20 ◦C
to 80 ◦C.[84]

The yield stress of amorphous glassy polymers generally
increases with increasing strain rate and decreases with in-
creasing temperature.[30,40,85–92] For instance, the yield stress
of PMMA has been experimentally observed to decrease by
approximately 67.7% as the temperature rises from room tem-
perature to 80◦C.[84] On the other hand, yield stress increases
with strain rate, typically following a nearly linear relation-
ship with the logarithm of strain rate over several orders of
magnitude.[93] However, the strain-rate sensitivity of yield
stress varies significantly among different amorphous poly-
mers. For example, PLA exhibits a much higher rate sensitiv-
ity (approximately±14 MPa per decade at 37 ◦C) compared to
PC or poly(ether ether ketone) (PEEK), which display a lower
sensitivity of about 3–4 MPa per decade.[94]

Over broader ranges of strain rate and temperature, de-
viations from the simple log-linear behavior may occur, often
marked by an inflection point in the yield stress response, as
illustrated in Fig. 6. Such changes in slope have been corre-
lated with dynamic mechanical thermal analysis (DMTA) re-
sults and are associated with the onset of multiple molecular
relaxation processes (often referred to as α and β relaxations)
in polymeric glasses.[95]

(a) (b)

Fig. 6. Temperature and strain rate dependence of yield behavior in com-
pressive constant strain rate tests of PMMA. (a) Yield stress (i.e., upper
yield stress), flow stress (i.e., lower yield stress), and yield drop as func-
tions of temperature at a true strain rate of 10−3 s−1. (b) Corresponding
dependence of these quantities on true strain rate at a fixed temperature
of 22◦C. Reprinted with permission from Ref. [95]. Copyright © 2011
Wiley Periodicals, Inc.

The post-yield behavior of amorphous polymers, which
includes strain softening, plastic flow, and strain hardening, is
also sensitive to both strain rate and temperature. The stress
required to sustain plastic flow (lower yield stress) exhibits
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a similar qualitative dependence on strain rate and tempera-
ture as the upper yield stress, although the respective inflection
points may differ.[95] Consequently, when the rate-induced in-
crease in upper yield stress exceeds that of the flow stress,
the extent of post-yield strain softening tends to increase with
strain rate. Conversely, if the lower yield stress merely trans-
lates along the strain-rate axis, the magnitude of the yield drop
during the strain-softening regime remains effectively inde-
pendent of strain rate.

The time-dependent mechanical response of amorphous
glassy polymers exhibits a strong empirical equivalence be-
tween increasing strain rate and decreasing temperature.
This relationship reflects the underlying viscoelastic nature
of polymers. The time-temperature superposition principle
(TTSP)[96,97] postulates that the effects of observation time
(equivalent to the inverse of strain rate in CSR tests) and
temperature on viscoelastic properties can be superimposed
through horizontal shifting of data along the logarithmic time
or frequency axis. By conducting experiments at different
temperatures and applying appropriate shift factors, a single,
smooth master curve can be constructed. This master curve
captures the mechanical response over a wide range of ef-
fective timescales, allowing low strain rate data at elevated
temperatures to be used to predict high-rate behavior at lower
temperatures.[85]

For instance, dielectric spectroscopy studies on PC[68]

show that the relaxation spectrum of a deformed polymer at
room temperature can be shifted to match the spectrum of
the undeformed polymer measured at an effective temperature
Ta slightly below the glass transition temperature Tg. At this
temperature, the dominant segmental relaxation time τα(Ta)

of quiescent PC is observed to scale inversely with the ap-
plied strain rate γ̇ , i.e., τα(Ta) ∼ 1/γ̇ . This result reinforces
the TTSP framework and demonstrates how temperature and
strain rate act as equivalent variables in dictating polymer re-
laxation dynamics and mechanical response.

4.2. Pressure

The mechanical properties of glassy polymers are sen-
sitive to hydrostatic pressure (abbreviated as pressure).[18,98]

The pressure is obtained from the decomposition of the stress
tensor. In analyzing pressure effects, the stress is typically
expressed in tensor form to account for forces acting in all di-
rections, and pressure is defined as the isotropic stress. The
stress tensor can be decomposed into two components, 𝜎 =

𝜎vol +𝜎dev, where 𝜎vol = 1
3 tr(𝜎)𝐼 denotes the isotropic (or

volumetric) part of the stress, and 𝜎dev = 𝜎−𝜎vol represents
the deviatoric (trace-free) part. The term “(hydrostatic) pres-
sure” refers to the magnitude of the isotropic stress, given by
p = − 1

3 tr(𝜎), where the negative sign reflects the conven-
tion that hydrostatic pressure acts inward on an object. The

term “octahedral stress” refers to the magnitude of shear stress,
given by τoct =

(
𝜎dev : 𝜎dev

)1/2.
The elastic stiffness of amorphous glassy polymers in-

creases under hydrostatic compression. Experimental studies
show that applying confining pressure raises the instantaneous
moduli. For example, static compression tests on an epoxy
resin demonstrated that its compressive Young’s modulus in-
creased significantly with applied pressure.[44] As shown in
Fig. 7, the compressive modulus increased by 20–40% as pres-
sure was raised to a few hundred MPa. Similarly, measure-
ments on PC, PMMA, and amorphous PET also indicate that
their tensile moduli increase with pressure.[99,100]
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Fig. 7. Pressure dependence of epoxy resin on its (a) elastic modulus and
(b) yield stress. Reprinted with permission from Ref. [44]. Copyright ©
2004 Elsevier Ltd.

The yield criterion defines the limit of elastic behavior in
a material (i.e., the transition from purely elastic deformation
to plastic deformation) under any combination of stresses. In
glassy polymers, the yield stress depends strongly on hydro-
static pressure.[42,46,101,102] This differs from the standard von
Mises or Tresca models, which assume no hydrostatic pressure
dependence.

Quasi-static experiments report that yield strength (in
both tension and compression) tends to increase approxi-
mately linearly with confining pressure. For example, tests
on PMMA show that its tensile yield stress increases as pres-
sure is applied.[39,89,103] Likewise, epoxy under compression
exhibits higher peak stress under pressure[44] (Fig. 7(b)).

Notably, compressive and tensile yields shift in opposite
directions under pressure: positive (compressive) hydrostatic
stress increases the yield stress, while negative (tensile) hydro-
static stress decreases it. PVC demonstrates a clear distinction
between its tensile and compressive yield strengths due to this
pressure dependence.[20] The ratios of compressive to tensile
yield strength for various polymeric materials typically range
between 1 and 1.4.

The pressure-dependent yield behavior can be accu-
rately described by pressure-modified von Mises or Tresca
criteria,[104,105] where the equivalent shear stress at yield, τoct

y ,
scales linearly with isotropic stress

τ
oct
y = τ0 +µ p.

Here, µ is a material constant determined experimentally, and
τ0 is the shear yield stress at zero hydrostatic pressure.
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Complementing these findings, researchers have success-
fully mapped the yield behavior of glassy polymers using the
Drucker–Prager criterion.[106]

4.3. Thermal history

The mechanical behavior of amorphous glassy polymers
is influenced not only by the instantaneous conditions but also
by their prior thermal and mechanical histories. Quenching in-
volves rapidly cooling the polymer from above its glass transi-
tion temperature (Tg) to a temperature well below Tg. Anneal-
ing refers to holding a polymer isothermally for an extended
period to allow structural relaxation. When a glassy poly-
mer is annealed below its glass transition temperature (Tg), it
spontaneously undergoes a time-dependent evolution toward
equilibrium, a process known as physical aging. During ag-
ing, the polymer gradually densifies as excess free volume and
enthalpy are reduced, leading to increased stiffness and yield
stress but decreased ductility and segmental mobility. Reju-
venation denotes the process of reversing or eliminating the
effects of aging or annealing by introducing excess free vol-
ume and disorder into the glassy structure.

The thermal history applied to a polymer can significantly
modify the overall shape of its stress–strain curve. Freshly
quenched glassy polymers show lower yield stress and a less
pronounced yielding peak. Long-term aging below the glass
transition temperature (Tg) stiffens glassy polymers and in-
creases their yield stress,[107,108] as shown in Fig. 8. For ex-
ample, in polylactic acid (PLA) aged at room temperature, the
yield stress was observed to increase and reach a plateau after
approximately 1000 hours.[109] Nanzai et al.[110,111] investi-
gated the evolution of the elastic modulus and yield stress with
aging time in a series of aged PMMA specimens. They re-
ported that both the elastic modulus and yield stress increased
with aging time. Moreover, the slope of the elastic modulus
versus log(aging time) for specimens aged under strain was
much steeper than that for quiescently aged specimens.[112]

(a) (b)

Fig. 8. Effect of aging time on the tensile stress–strain behavior of
polystyrene (PS) under a constant engineering strain rate of 10−3 s−1

at room temperature. (a) Engineering stress–strain curves for different
aging times. (b) Yield stress as a function of aging time. Reprinted with
permission from Ref. [50]. Copyright © 2002 Elsevier Science Ltd.

In contrast, at large strains, the effects of thermal his-
tory and physical aging are effectively “erased”.[113] For both
PMMA and PC, the stress–strain curves in the plastic flow and

strain-hardening regimes converge to a single curve, regard-
less of aging time.[24,26] This phenomenon is referred to as
deformation-induced rejuvenation.[114]

The thermal history significantly influences the structural
relaxation behavior of glassy polymers. When a polymer is
rapidly cooled from above its glass transition temperature (Tg)
to below Tg, its molecular chains become kinetically trapped in
a non-equilibrium, disordered configuration containing a cer-
tain amount of free space (i.e., free volume).[31,63]

(a) (b)

Fig. 9. Effect of aging time on the microstructure of glassy polymers. (a)
Schematic representation of the volume–temperature behavior of a glassy
polymer. Reprinted with permission from Ref. [115]. Copyright © 2020
Elsevier Ltd. (b) Temperature dependence of relaxation time for lightly
cross-linked PMMA. Reprinted with permission from Ref. [114]. Copy-
right © 2010 American Chemical Society.

As illustrated in Fig. 9(a), upon quenching from a temper-
ature above Tg to below it, the specific volume of the polymer
follows the path indicated by the orange dashed and solid blue
lines. The orange dotted line below Tg represents an extrap-
olation of the equilibrium rubbery-state specific volume and
corresponds to the hypothetical equilibrium specific volume
in the glassy state. However, due to the extremely low molec-
ular mobility of polymers below Tg, this equilibrium state is
not readily attained.

The difference between the actual and equilibrium spe-
cific volumes is the free volume, shown as the green-shaded
area. During physical aging, the polymer chains gradually re-
arrange and become more efficiently packed, resulting in a re-
duction in free volume.[115–118] This densification manifests
as a gradual shrinkage of the material. The dark blue arrow in
Fig. 9(a) indicates the direction of physical aging, represent-
ing the slow progression of specific volume toward thermody-
namic equilibrium.

The reduction in free volume directly impedes the seg-
mental mobility of polymer chains, leading to an increase
in the characteristic relaxation times.[114] This inverse rela-
tionship between free volume and relaxation dynamics is evi-
denced by comparing the relaxation time behavior in Fig. 9(b)
and the volume behavior shown in Fig. 9(a). As the temper-
ature decreases from above Tg, the specific volume declines
while the relaxation time increases, with both exhibiting a no-
table transition near the glass transition temperature.

Moreover, in Fig. 9(b), the relaxation time of PMMA af-
ter an aging period of 38660 s is approximately an order of
magnitude longer than that of a sample aged for only 2660 s.
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This increase in relaxation time corresponds to the gradual
densification observed in Fig. 9(a), where the more extensively
aged sample exhibits a lower specific volume due to continued
physical aging.

5. Perspectives
Amorphous glassy polymers exhibit rich and complex

non-linear mechanical behavior under CSR testing, reflect-
ing the interplay between their molecular structure, thermo-
dynamic state, and external loading conditions. This review
has summarized key experimental findings related to stress–
strain responses, volume evolution, molecular mobility, tough-
ness and brittleness, and examined how these features are in-
fluenced by factors such as strain rate, temperature, hydro-
static pressure, and thermal history. By focusing exclusively
on CSR testing, we have highlighted the characteristic defor-
mation mechanisms unique to amorphous glassy polymers and
the critical role of testing conditions in shaping their mechan-
ical response.

The mechanical response of amorphous glassy polymers
is distinct from other materials.

Semi-crystalline glassy polymers exhibit more complex
constant strain rate behavior, primarily due to the orientation
and deformation of anisotropic crystalline domains. These
differences are particularly evident in the associated volume
changes, as illustrated in Fig. 3.

In contrast, rubbers display a much larger range of recov-
erable deformation, characterized by the coupled contributions
of entropy-driven hyperelasticity and viscoelasticity.[119,120]

Unlike glassy polymers, the elastic modulus of rubbers in-
creases with temperature, reflecting the entropic nature of their
deformation.[121,122]

Metals differ further in that their load–elongation curves
often exhibit two distinct stress peaks,[25] with the first asso-
ciated with the burst of plastic deformation induced by dislo-
cation mechanisms and mechanical twinning, and the second
with cross-sectional area reduction from necking.

To elucidate these unique behaviors, various micro-
scopic mechanisms have been proposed. Temperature ef-
fects are commonly described by the Arrhenius relation (τ ∼
exp(Ea/(RT ))), which introduces activation energy into the
understanding of molecular mobility,[38] and by the Williams–
Landel–Ferry (WLF) equation, which captures the time–
temperature superposition arising from cooperative chain
motions.[96] To address the influence of stress, the Eyring
model[123] attributes molecular activation to stress-induced
modifications of energy barriers, while the Argon model[124]

emphasizes the enhanced motion and rearrangement of chain
kinks. Molecular mobility in glassy polymers also exhibits
memory effects during annealing and physical aging, which

are often represented through internal variables that accumu-
late thermodynamic history.[125]

Based on these insights, multiscale rheological models
have been developed. At the segmental level, the Chen–
Schweizer model[126,127] introduced the above mechanisms
into a Langevin equation framework to describe the evolution
of segmental relaxation and reproduce characteristic stress–
strain behavior. At the macroscopic level, continuum con-
stitutive models incorporating molecular mobility have led to
various large-deformation viscoelastic theories.[128–137] Com-
bined with variational and finite element methods,[138] these
models enable quantitative predictions of stress and deforma-
tion in complex geometries, providing reliable tools for engi-
neering applications.

However, capturing all these behaviors across different
regimes often requires distinct assumptions. Current interpre-
tations rely on empirical or semi-empirical models involving
numerous fitting parameters. There is still a lack of a unified
theoretical framework that cohesively describes the full spec-
trum of non-linear responses while maintaining consistency
across temperature, strain rate, and pressure dependencies.

Such efforts will be crucial for enabling predictive mod-
eling and rational microstructural design strategies to enhance
strength, toughness, and damage tolerance. For instance, in-
corporating dynamic noncovalent interactions[78] can intro-
duce stress-activated softening and energy dissipation through
reversible bond breakage and reformation. Tailoring network
architecture and chain topology[139] may also promote syn-
ergistic deformation mechanisms while delaying catastrophic
failure. Ample opportunities exist for investigation and inno-
vation.
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