EXTENDED CHAIN CRYSTALS OF LINEAR HIGH
POLYMERS
BERNHARD WUNDERLICH

Department of Chemistry, Rensselaer Polytechnic Institute, Troy, N. Y., 12181,
USA.

ABSTRACT
Studies of extended chain crystals carried out over the last 10 years have been
reviewed. Crystallization in an extended chain conformation is possible either by
chain folding followed by extension in the solid state, or by crystallization during
polymerization. The equilibrium isometric crystal habit is only rarely exhibited.

Crystals which derive from folded chain macroconformation by subsequent
chain extension have lamellar habit, crystals which crystallize during polymerization often show fibrillar habit because of nucleation limitation. The morpho-

logy of extended chain crystals is analogous to folded chain crystals.
Their properties have been shown to be close to the extrapolated equilibrium
properties.

INTRODUCTION
The lowest free energy macroconformation of all studied linear homopolymers was shown over the years to be helically extended1. Globular conformations are stable only in some copolymers, for example many of the proteins;
and, of course, all macromolecules take on globular or coiled conformations at
sufficiently high temperatures out of entropy considerations. Any macromolecule with a helical low free energy conformation must in turn on crystallization

take on an 'extended chain' crystal structure out of packing considerations.
Trying to compute an equilibrium habit using the Wulif theorem2 yields for
such crystals with any reasonable set of surface free energies forms close to
isometric crystals. This is in contrast to most crystallization experiments in
polymer science.
The two basic crystallization habits of macromolecules are lamellar and
fibrillar, both clearly non-equilibrium habits. Figure 1 shows a typical lamellar

growth spiral of polyethylene grown from solution, and Figure 2 illustrates
fibrillar polytetrafluoroethylene grown by gas phase polymerization. In Figure
1 the polyethylene molecules are normal to the lamellar surface, necessitating
their folding every time the surface is reached. The typical macroconformation
of polymers grown from solution involves folding every 50 to 500 A rendering
the crystal metastable because of a high surface free energy. The fibrillar habit
shown in Figure 2 is in accord with a low free energy molecular arrangement
parallel to the fibre axis. The side surface free energy is, however, large enough
in fibrillar habits to cause these crystals to be metastabte also. In addition, many

fibrillar crystals of linear high polymers still contain chain folds. This is
49

RFIfl'IHVB'D MIIWDEBTICH

b'0

5

i'pr

fUfGI4,GLGIJCC 1JJJCLOL{bp oj bo}AGIpAJCUC LOMJJ bJL9J Low 2oJnf!011 jucrqcui
4OLUJl12r)
oboc2 2CiiC O hui- (2nh1!u'
DGbaIJWCUI 0j CFW!1LA

C0LUC!I flUh/CLIfA' iW3)
'S E!P!!I boJ?ciL&UnoLocpAJGuG' EICCILOU wicLoUJbp o bpc boJ?wcLtcq
hill (GJJJIo ruq rnJqcLflcp
WOLJOWCL 1LUW!2!OU GJGCILO[J WJCLOL&bJJ 21G ipoHi
ubnpjipcq Io@)

bcLicn1rLj? fLOG 101. UPLI1L cLA?(1j2 oLwcq qnuu qcoLw1fiotJ Low qLc1q?
boJ?wcLJcq W0JCC11JC2

IP!2 brbcL qG112 M!f}J qic CLA2fJIIiW0u WOLbjJOl0X niq 20Wc bLobcLfic2
OGXfGUqGq cpnu CLA2JJ2 210Cc cxrcuqcq JJCjiCJ 2CCfIOIJ2 LC 1J2O bLc2cu on

2Wjj 2CjG Ju CLA2WI2 n2n1I? cLwcq oqcq; cuq i 12 1Lcdncuq? qtqicnj o
22G22 c)WCI CLCG2 01 CJrnW cxdu2!0tJ /IG j9fluq E IJcCc22LA 0 qf!U2p
pcMCcIJ ojqcq cxcuqcq iiiq 1fl2' cxcuqcq W1CLOCO1J10LW1011 CL?2tTI2'
qiMqiu jwc pciiiccu oqcq uJq GXGIJqGq cp9iu cLA2fJ2 i UMU IIqJGLJ 1}JG

2cbLU!ou LGJCG2 P° 3000 V CMCCU oJq2 JJJI2 qctJi!0U M2 qJo2Cu
GC&fl2C 2fTC 1 jcutp coLLc2bouq2 40 WOJGCITpJL MCipf Oj f IG2f 30 000W J
MTJfIC /tiP!CP !2 ojpc 0LGL owwnqc OJjJc cccbcq IOMCL Iiwu 101. P!P
bOJAWeL WO1GCflJG' jf fJ20 LCbLG2GUf? c icu Mpicp cq,cc2 qnc fO fpc CLA21I
2nqicc qic cJiu GU2 01. j0jq2 pccowc
iuqcbcuqcui 01 LG20LJ) jG
2bGCIUC 211L1C ILGG GUGL1c2 hOL cxiwbjc JIJ cxcIJqGq-C}J1UJ 21LJjG CLA2rI

ucjiipc

IIWGIII O pip UJO1GCf1JJL MGJJ bo?cq?jcuc oi sooo y
wcqu boiui
qcbLc2aiou o1oujA rpon j0 qoc o pc ojq 2flLCG h'JJ2 101. P!P wojccnjn.
MGIP1 bOjXWGL2 CL?2tEfj2 0

3000 \( CIJ!U GXGLJ 011 ¶ILC q111 0

opnr CL? 2JI1Jfiou oui qic WGJI uq nn &uucrjiu ccpu!dnc2 ILG
J1 OL 1C bLG2GLJf UO ipc O CjJ!CAG C}JflLJ CXGLJ2IOIJ2 OAC ØØ O 200 V

wcpoq o bLoqnciu cxuqq cpnu cLA2J2 o çc qi2cn22Gq CJOM 1LG Iii
cr21j? cpjc o bLoqncc 10000 V uq LGJ1GL cpiu cxcuoue Jpc
qiAlaloll &f 5000 y 12 Jn2 T JCAGJ MCLG bLc2cuf M 2wbjc2 LG
W9UJ JC cI22icniOU
1P
GMGGU cxcuqcq niq 1nfl?
20

EXTENDED CHAIN CRYSTALS OF POLYMERS

extended chain crystals is obvious. As soon as it has been established that no
chain folds are present, this classification can be made. The crystal must in this
case have at least the dimension of the helically fully extended molecule in the
direction of the helix.

FORMATION OF EXTENDED CHAIN CRYSTALS
Crystals of macromolecules can be grown by two basic routes. Either an
already polymerized flexible macromolecule is crystallized from the molten or
dissolved state4, or crystallization is carried out during polymerization5. Single
crystals grown by both routes were investigated quite early in the development
of polymer science. Staudinger and Signer6 in 1929 grew extended chain single
crystals of polyoxymethylene of reasonable molecular weight by crystallization

during polymerization from gaseous formaldehyde. In 1938 Storks7 grew
folded-chain single crystals of gutta percha from dilute chloroform solution.
Neither of these observations however received attention for many years. The
morphology of crystals grown from the macromolecular melt and solution was
only investigated in the early 1960s after growth of folded chain single crystals
became well established4' 8• The major conclusion from the considerable body
of information developed on chain folding is that macromolecules once in the
random state must fold in order to crystallize. The reason for this initial chain

folding rests with the kinetics of the nucleation of each macromolecule on
crystallization. Extended chain crystals from the already polymerized molecules can thus only be obtained by secondary chain extension in the solid state

after initial chain folding. Crystallization during polymerization from the
monomer does not have such an inherent limitation and provides a more direct
path to extended chain crystals.

Extended chain crystal growth by chain folding and extension
The first extended chain crystals grown by initial chain folding followed by

extension were reported by Bunn, Cobbold and Palmer in the case of
polytetralluoroethylene9. Figure 3 illustrates a fracture surface of an extended
chain sample of polytetrafluoroethylene. The large striated lamellae are about
10000 to 50000 A in thickness with the macromolecular helices arranged
parallel to the striations. The lamellar width is several hundred m. Since the
molecules are higher in molecular weight in the chosen sample chain folding is
still prevalent at the lamellar surface. The crystals were grown by slow cooling
from the melt. The process of folding followed by extension can be seen at the

lamellar edge illustrated in Figure 4 which shows distinct rounding. new
polymer is added to the tip, folded similarly to crystal growth from dilute
solution with a fold length of 200 to 500 A. Immediately thereafter, thickening

occurs over a crystal width of 2 to 5 tm to the final thickness of about
30000 A. The molecules in this particular preparation were about 100000 A
long.
More detailed investigations were carried out on polyethylene'°'7. An early
electronmicrograph of a fracture surface is shown in Figure 5. Chain extension
after folding required in this case elevation of pressure. As much as 3000 atm
51
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reaches a minimum value. Transport of molecules across grain boundaries
without loss of extension is unlikely as can be seen from experiments of
refolding on the surface (see Figure 6).
The growth mechanism proposed is also in accord with the molecular weight
segregation observed during extended chain crystallization 14 During crystallization under pressure, rejection of short chain molecules was only accomplished up to molecular weights of about 10000. Higher molecular weights
were not segregated. and crystallized as relatively sharpmelting, mixed crystals. Crystallization at atmospheric pressure had quite similar fractionation
behaviour21. Figure 7 illustrates a comparison of a broad molecular weight
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Figure 7. Molecular length distribution of a typical broad molecular weight polyethylene.
Superimposed is the crystal length distribution after crystallization at elevated pressure. also in
molecular weight units (I A corresponds to II molecular weight units). (Ref. 14)

polyethylene sample crystallized in an extended chain form. For molecular
lengths corresponding to molecular weights up to about 10000, lamellar
thickness and molecular length agree, indicating fully extended chain crystals.
Above 10000 molecular weight. the molecular length is not a measure of
lamellar thickness: rather, various lengths occur in the same thinner mixed
crystals. Melting experiments'4 have supported the microscopic evidence of
Figure 7.

Recently, extended chain crystals have been grown from melts of

polychlorotrifluoroethylene22. Rather perfect extended chain crystals could be
obtained by the application of only 1 000 atm on crystallization from the melt.
Another extended chain material crystallizable from the polymeric melt is
selenium. Its fracture surface is shown in Figure 8 and also indicates a chain
folding process followed by chain extension23. In addition, however, selenium

can also react chemically by chain opening and remaking. Considerable
evidence has been collected that this added annealing process alters chain folds
after initial folding and extension. Annealing by fold opening and remaking of
tie molecules will strengthen the grain boundaries of the otherwise rather weak
crystal aggregates. A similar annealing process was shown to be possible in
poly(ethylene terephthalate) where chain folds can be removed in hydrolysis
54
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fracture surface of the extended chain lamellae discussed above. The striations
are in all cases a result of the anisotropy of the motifs of the crystal28.
Reactions from the gas phase can naturally also be found to yield under
proper conditions extended chain crystals. A particularly well analysed case is
the epitactic growth of nylon 6 crystals on its own monomer29. This epitaxy was
accomplished by polymerization of the reactive gaseous monomer at 168°C in
the presence of monomer crystals which contain unreactive zwitterions. The
resultant polymer chains are oriented ± 55° to the crystallographic b-axis of the
monomer. The polymer crystal was nucleated in register with the monomer

orientation on the (001) surface. Once nucleated, the polymer keeps the
orientation despite considerable mismatch of lattice parameters of monomer and
polymer crystals. In addition, the nucleation step seems to be limited to the initial
growth period so that lateral growth is restricted. The epitaxial polymer appears

in the form of extended chain needles. Figure 2 shows needles or fibres of
polytetrafluoroethylene grown from the gas phase30. In these fibres the chain
orientation is also along the fibre axis and little growth seems to occur in the
latcral direction with time.
Fibrous growth seems to be particularly common27 in polymers which grow
inherently with chain reaction mechanisms. Many such reactions have been
reviewed recently5. Two cases had to be distinguished: simultaneous polymerization and crystallization, and successive polymerization and crystallization.
All cases discussed up to now in this section are believed to be of the first
category where the locations of polymerization and crystallization are identical
or in the immediate vicinity. Successive crystallization and polymerization
allows increasing separation between polymerization and crystallization sites
until finally no interaction occurs between the two sites. Even further removed,
it is possible that the chains take on a random conformation so that crystallization has again to occur via chain folding. All stages of separation may occur in
the case of polymerization of p-xylylene from the gas phase at increasingly

lower temperatures, a reactioh at present under investigation in our
laboratory31.

In summary, growth of extended chain crystals by crystallization during
polymerization is possible. No a priori restrictions to crystal length seem to
exist for such growth. Restrictions to the reaction process may, however, lead to
fibrillar morphology. Overall, only a beginning has been made to investigate the
problems involved with simultaneous and successive polymerization and crystallization.

DESCRIPTION OF EXTENDED CHAIN CRYSTALS
Extended chain crystals have the same crystal structure as folded chain
crystals. From the modes of formation described above, it has been deduced
that extended chain crystals may have a lamellar, isometric, or fibrous habit.
Only the isometric habit is close to the equilibrium dimensions. In all lamellae
the chain direction is close to normal to the lamellar surface so that, because of
the large chain extension, surface effects are also rather small. The fibrous habit
is the least stable crystal form.
57
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EXTENDED CHAIN CRYSTALS OF POLYMERS

Isometric and fibrous habit
Too little is known about these two habits for a detailed analysis. On fracture
both will show the typical striations described above. Of particular interest are,
in both cases, the molecular weight distributions since they can, in conjunction
with the crystal dimensions, give information on internal defects. For isometric
polyphosphates the crystal defect and size dependence of molecular weights has
been discussed34.
The fibrous habit can take on any degree of perfection and may also contain

considerable amounts of chain folding; it is derived from mechanically
deformed folded chain lamellae. When the fibrils have a lower melting point
than the corresponding folded chain lamellae, they refold on annealing as
shown in Figure 6 and in several other Figures as "ripple" decoration where the
fibres created on a fracture surface are recrystallized.
Branching of the fibrous habit leads also to spherulitic growth. The resulting
spherulites are, however, of opposite molecular chain orientation to the lamellar

spherulites. In fibrous extended chain crystals radial chain orientation is
observed, while in the lamellar spherulites tangential chain orientation occurs.
Examples of radial chain orientation are observed for selenium, polyoxymethylene, and some proteins.
Epitaxial fibrous growth as described above for polycaprolactam29 has also a
900 different chain orientation from the usual epitaxy of folded chain polymers
as is illustrated for example by the ripples.

PROPERTIES OF EXTENDED CHAIN CRYSTALS
Extended chain crystals 'with close to equilibrium morphology should also
show equilibrium properties. Melting points'3' 14, phase relationships'4, heat
capacities35, and dissolution temperatures36 were found to be close to the
theoretically expected values. The melting point when measured sufficiently
slowly is as sharp as is exhibited by well-crystallized organic small molecules.
The heat capacity corresponds up to the melting point to the values computed
from the vibrational spectrum of the polymer. In the case of broad molecular
weight distributions the lower molecular weight fraction acts as a solvent for the

higher and reduces the melting point as can be predicted from the phase
diagram of polymers and diluents. Other structure-insensitive properties like
heat of fusion, modulus, density, x-ray diffraction, and IR absorption were also
shown to be close to the expected values for equilibrium crystals.
The larger size and well-formed features on slowly crystallized lamellae of
polyethylene resulted in a minimum of tie molecules for not too high molecular
weight. The crystals were thus well separated and the sample took on a brittle
character. Light tapping with a hammer would powder the samples by fracture.

As soon as the molecular weight was increased and/or the crystallization
conditions changed to increase tie molecules, the samples changed to the usual
tough character.
Heating extended-chain crystals at' faster rates leads to superheating3740.
Figure 18 illustrates the superheating of polyoxymethylene crystallized from
trioxane vapour. Only at the slowest heating rate does the melting peak show a

sharply melting compound. From the knoWn thermal conductivity one can
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Figure 18. Differential thermal analysis curve of the melting of extended chain crystals of
polyoxymethylene at different heating rates. (Ref. 40)

deduce that thermal equilibrium is still established throughout all these experi-

ments. The interior of the crystals may thus reach a temperature up to 30°
above the melting point. The reason for superheating may be the necessary
sequential melting of chain atoms. In addition, it was likely that entropy
restrictions can temporarily increase the melting point4t. Recently it has also
been shown that remaining chain folds possibly cause a slowing down of the
melting. On etching the lamellar surfaces with nitric acid the superheating
character could be partially reduced42.
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