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ABSTRACT
Frank-Kasper phases are available in both hard and soft complex matter. They have been dis-
covered in metal alloys and subsequently in self-organisations of supramolecular spheres from
self-assembling dendrons, dendrimers and dendronized polymers. Recently, they were found in
block copolymers, lipids, surfactants, giant surfactants, nanoparticles, DNAparticles and even in con-
densed smallmolecules such asN2, O2, andCO. Herewe report the discovery of an amphiphilic Janus
dendrimer, that self-assembles in water into vesicles known as dendrimersomes, self-organised also
in bulk state into helical columns and spheres forming columnar hexagonal and a Frank-Kasper A15
phase knownasPm3̄n. These self-organisationsdisplay a supramolecularorientationalmemory (SOM)
effect that is induced by an epitaxial nucleation at the transition from columns to spheres and during
the reverse process. This SOM effect is mediated by the closed contact supramolecular spheres from
theA15phase. In this case a rhombitruncated cuboctahedral hexagonal columnar arrangement, that
to the best of our knowledge is not known in biology or synthetic chemistry, was self-organised. We
believe that the addition of amphiphilic Janus dendrimers to the classes of molecules displaying
Frank-Kasper phases and the SOM effect will broaden our ability to discover additional complex soft
condensed matter morphologies.

ARTICLE HISTORY
Received 24 January 2021
Accepted 5 March 2021

KEYWORDS
Janus dendrimer;
Frank-Kasper phases;
supramolecular orientational
memory; complex
architecture

1. Introduction

During the 1950s, Frank and Kasper introduced a frame-
work to describe metallurgic crystal structures [1,2].
This strategy organised the local packing of spheri-
cal metal atoms by a polyhedral coordination sphere
of 12, 14, 15 or 16 other atoms. Different combina-
tions of polyhedral coordination give rise to a diver-
sity of Frank-Kasper (F-K) phases. Among the F-K
phases observed in metal alloys are the A15 and the
σ phases [3,4], which are periodic approximants of
dodecagonal liquid quasicrystals [4–7]. F-K phases were
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subsequently discovered in self-assembling dendrimers
and self-organizable dendronized polymers by method-
ologies involving X-ray diffraction including isomor-
phous replacement [8–11], transmission electron and
optical microscopy [12], solid state NMR [13], and com-
putation [14,15]. Numerous examples of F-K phases in
supramolecular dendrimers [16,17] were discovered via
generational libraries [18–30] and by a deconstruction
library strategy [31]. The A15, σ , and other F-K phases
have since been discovered also in block copolymers
[32–35], surfactants [36–39], giant surfactants [40–44],
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lipids [45,46], inorganic nanoparticles [47,48], DNA par-
ticles [49], sugar-polyolefin block-copolymers [50,51],
and even in condensed gases such as O2 [52–55], CO
[56], and N2 [56–61]. The space groups of these phases
aremost frequently the alternative preferred terminology
(Pm3̄n ≡ A15, and P42/mnm ≡ σ ) [45].

Out of these many classes of self-assembling
molecules, self-assembling dendrons and dendrimers
together with self-organizable dendronized polymers
seem to be the most suitable to provide a molecular level
approach to the elucidation of the mechanism of self-
organisation. Theoretical investigations have also con-
tributed to the development of this field [14–17].

Supramolecular orientational memory (SOM) effect
provides a new methodology to self-organize unprece-
dentedly complex morphologies by employing an epi-
taxial nucleation of the transition from supramolecular
columns to spheres and the reverse process. This epitax-
ial nucleation is mediated by the close contact spheres
from the unit cell of the F-K phase. A crown den-
dron/dendrimer conformation favours this SOM pro-
cess [62–65]. Here we report that amphiphilic Janus
dendrimers that represent a new class of lipids that
self-organize in water into biological membrane mim-
ics known as dendrimersomes [66–73] join the above-
mentioned classes of self-assembling building blocks
and generate F-K phases in bulk state. When the
hydrophilic parts of these Janus dendrimers contain H-
bonding groups, they form supramolecular crowns that
generate helical columns and spheres [74–100]. The
amphiphilic Janus dendrimer (3,4,5)12G1-PE-BMPA-
G1-(OH)4 selected and investigated here [66,68] exhibits
a SOM effect that mediates the self-organisation of an
unprecedented rhombitruncated cuboctahedral arrange-
ment of hexagonal columns that, to the best of our knowl-
edges, was not yet encountered in biology or synthetic
chemistry. We feel that the amphiphilic Janus dendrimer
concept reported here is general and can be employed
to discover other complex soft condensed matter mor-
phologies.

2. Methods

2.1. Materials

Hydrochloric acid 12M (Fisher Chemical), N,N ′-
dicyclohexylcarbodiimide (DCC) (Chem-Impex), Pd
on carbon 10% (Spectrum and TCI), pentaerythritol
(Aldrich Chemical), benzaldehyde (Fisher Scientific),
dimethylol propionic acid (Aldrich Chemical), and 2,2-
dimethoxypropane (Acros Organics) were obtained from
commercial sources and used without purification unless

otherwise stated. CH2Cl2 (DCM) was dried over CaH2
and freshly distilled before use.

2.2. Techniques

2.2.1. 1H and 13CNMR
1H and 13C NMR spectra were recorded at 500 and
126MHz respectively, on aBrukerDRX (500MHz)NMR
spectrometer. All NMR spectra weremeasured at 23°C in
CDCl3. Chemical shifts (δ) are reported in ppm and cou-
pling constants (J) are reported in Hertz (Hz). The reso-
nancemultiplicities in the 1HNMR spectra are described
as ‘s’ (singlet), ‘d’ (doublet), ‘t’ (triplet), ‘quint’ (quintet)
and ‘m’ (multiplet) and broad resonances are indicated
by ‘br’. Residual protic solvent of CDCl3 (1H, δ 7.26 ppm;
13C, δ 77.16 ppm), and tetramethylsilane (TMS, δ 0 ppm)
were used as the internal reference in the 1H and 13C
NMR spectra. The absorptions are given in wavenum-
bers (cm–1). NMR spectra were analysed and exported
by TopSpin 4.07 (Bruker).

2.2.2. Thin-layer chromatography (TLC)
Evolution of the reaction was monitored by TLC using
silica gel 60 F254 precoated plates (E. Merck) and indi-
vidual compounds were visualised by UV light with
a wavelength of 254 nm. Purifications by flash col-
umn chromatography was performed using flash silica
gel from Silicycle (60Å, 40–63 µm) with the indicated
eluent.

2.2.3. High-pressure liquid chromatography (HPLC)
The purity of the compounds was determined by a com-
bination ofTLCandhigh-pressure liquid chromatography
(HPLC)whichwas carried out using ShimadzuLC-20AD
high-performance liquid chromatograph pump, a PE
Nelson Analytical 900 Series integration data station, a
Shimadzu SPD-10A VP (UV-vis, λ = 254 nm) and three
AM gel columns (a guard column, two 500Å, 10mm
columns). THF was used as solvent at the oven temper-
ature of 23°C. Detection was done by UV absorbance at
254 nm.

2.2.4. Matrix assisted laser desorption ionization-time
of flight (MALDI-TOF)mass spectrometry
MALDI-TOF mass spectrometry was performed on a
PerSeptive Biosystem-Voyager-DE (Framingham, MA)
mass spectrometer equippedwith nitrogen laser (337 nm)
and operating in linear mode. Internal calibration was
performed using Angiotensin II and Bombesin as stan-
dards. The analytical sample was obtained by mixing
the THF solution of the sample (5–10mg/mL) and
THF solution of the matrix (2,5-dihydroxybenzoic acid,
10mg/mL) in a 1/5 (v/v) ratio. The prepared solution of
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the sample and the matrix (0.5 µL) was loaded on the
MALDI plate and allowed to dry at 23°C before the plate
was inserted into the vacuum chamber of the MALDI
instrument. The laser steps and voltages applied were
adjusted depending on both themolecularweight and the
nature of each analysed compound.

2.2.5. Differential Scanning Calorimetry (DSC)
Transition temperatures and their associated enthalpy
changes were determined with a Q100 differential scan-
ning calorimeter from TA Instruments. Indiumwas used
as the calibration standard at indicating heating and cool-
ing rates. An Olympus BX51 optical microscope (100×
magnification) equipped with a Mettler FP82HT hot
stage and a Mettler Toledo FP90 Central Processor was
used to verify thermal transitions. Melting points of sam-
ples were measured by an uni-melt capillary (Arthur H.
Thomas Company) melting point apparatus prior to the
DSC measurements.

2.2.6. Densitymeasurements
The density (ρ) of aligned fibers was measured via
Archimedes’ Principle. Deionised water and methanol
were selected as the two solvents to generate a combi-
nation of densities mixture solutions due to the insolu-
bility of the samples (3,4,5)12G1-PE-BMPA-G1-(OH)4
(11) in these solvents. A small piece of the fiber sample
(∼0.4mg) was added in a scintillation vial filled with
water. The fiber sample was found floating on the water
in our first trial, indicating the density of the sample is
less than 1.00 g/cm3. In the second trial, a small piece of
fiber sample was found sunk in pure methanol, indicat-
ing the density of our sample is higher than 0.792 g/cm3.
Deionised water was added dropwise to slightly increase
the density of the solution until the fiber sample was
suspended in the middle of the solution for at least
20min. Upon equilibrium between the suspended sam-
ple fiber and the mixture solution, the density of the
fiber is identical to that of the solution. The density
of the solution was measured and calculated by using
a calibrated pipette (1.000mL, Rainin ClassicTM man-
ual single-channel pipette, 100–1000µL) with a Met-
tler Toledo AB135-S/FACT balance (±0.01mg accuracy)
for three times. The density of 11 was calculated to be
0.891 g/cm3 (average of three measurements).

2.2.7. Fiber preparation for X-ray diffraction (XRD)
experiments
Dried samples purified by column chromatography or
by recrystallization were loaded into the sample cham-
ber of a custom-made extrusion device [74]. The fiber
was heated to 40°C, extruded and then cooled to 23°C.
In general, the thickness of an aligned samples is around

0.3–0.7mm, and the length of the fiber is around
3–7mm. Subsequently, the aligned fiber was sealed in a
glass capillary that was used for XRD measurements.

2.2.8. X-ray diffraction (XRD)measurements
XRDexperiments were performed using theDual-source
and Environmental X-ray Scattering (DEXS) system.
Measurements were conducted using Cu-Kα1 radiation
(λ = 1.542Å) on a Xeuss 2.0 instrument with the slits
of 1.2× 1.2mm for high flux. To minimised attenuation
and background scattering, internal vacuum was main-
tained along the length of the flight tube, and within the
sample chamber. Temperature control of the fiber sam-
ples was achieved by using a Linkam apparatus. Data
collected from eight detectors were combined and inte-
grated in the final XRD pattern. Fiber samples were held
in glass capillaries (Charles Supper Company) (1.0 mm
in diameter), placed in a temperature-controlled oven
(temperature precision:±0.1°C, temperature range: from
−10 to 210°C). All XRD measurements were conducted
with the aligned sample axis perpendicular to the beam
direction. The sample-to-detector distance was 571mm.
Primary XRD structural analysis was performed using
Datasqueeze (version 3.0.5).

3. Results and discussion

3.1. A brief introduction to the principles of
self-organisation of self-assembling dendrons,
dendrimers and dendronized polymers

A brief summary of the principles of self-organisation of
self-assembling dendrons, dendrimers and dendronized
polymers is outlined in Figure 1. Self-assembling den-
drons, dendrimers and dendronized polymers produce a
large diversity of supramolecular architectures that self-
organize into periodic and quasiperiodic arrays. The
two most important supramolecular architectures for
this discussion are helical columns [16,17,74–94] and
helical spheres [95–99]. The self-assembling dendron
or dendrimer conformations that are relevant for this
manuscript are taper, conical and crown [16,17,74,76].
The tapered and conical conformers are under a cer-
tain set of conditions interconvertible and therefore, were
classified by us as being quasi-equivalent [9,18,101,102].
The quasi-equivalent concept was transplanted from the
quasi-equivalent proteins that change their shape during
the self-assembly of icosahedral viruses [103]. The crown
conformation can be inverted and display a transient
disk-like conformation during this process [95,96]. Both
conical and crown conformers self-assemble into helical
supramolecular spheres and during crown-inversion and
conical-taper interchange they transform helical spheres
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Figure 1. Mechanisms of transitions between columnar phases and cubic phases with taper (a), covalent crown (b), non-covalent crown
(c) and dendronized polymer (d) as self-assembling dendrons.

into helical columns. The reverse process is also valid. All
helical columns self-organize into columnar hexagonal
arrays while helical spheres self-organize BCC and A15
cubic, tetragonal or σ F-K and 12-fold liquid quasicrystal
(LQC) phases.

The mechanism of transformation of a supramolec-
ular column into supramolecular spheres is illustrated
in Figure 2. Figure 2a shows how intracolumnar
motion moves molecules to create lower and higher
electron densities. Ultimately the column splits into

spheres. The reverse process is also accessible. Coni-
cal to tapered dendron-dendron conformations medi-
ate this process. However, the most efficient column
to sphere and sphere to column transition is mediated
by crown inversion since this represents a concerted
one step process [65]. Conical to tapered sphere to
column and column to sphere transition is not accom-
panied by any memory or epitaxial orientation mem-
ory effect [16–31,100–102]. However, in the case of
supramolecular spheres and columns assembled from

Figure 2. Mechanisms of reversible transformation between supramolecular columns and spheres. Supramolecular hexagonal columns
assembled from tapers (b), covalent crowns (c) and non-covalent crowns (d) transform into supramolecular spheres. SOMswere observed
via covalent crown and non-covalent crown mechanisms.
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Figure 3. Summaryof alreadypublished SOMsgeneratingnewhexagonal arrangements of columns. (a) Tetrahedral arrangementby fol-
lowing the close contact direction along [111]BCC → [001]hex in Im3̄m (BCC). (b) Orthogonal arrangement by following the close contact
direction along [200]A15 → [001]hex in Pm3̄n (A15). Covalent crowns are forming columns and spheres in (a) and (b)while supramolecular
H-bonding crown-assembled columns and spheres do not follow these mechanisms.

crown conformations a SOM effect was discovered
[62,63,65].

So far this was quantified for the case of the transi-
tion from columnar hexagonal to BCC [63] and back
and from columnar hexagonal to A15 [62,65] and back.
Figure 3 illustrates these SOM processes. In the case of
the BCC phase, the spheres from the [111]BCC direc-
tions are in closer contact than all other directions of
spheres. Therefore, when columns are assembled from
crowns the SOM process from columnar hexagonal to
BCC and back to columnar hexagonal occurs and gen-
erates a tetrahedral arrangement of columnar hexagonal
columns that were nucleated by the close contact spheres
from the BCC lattice (Figure 1a) [63]. In the case of
A15 phase the spheres along the [200]A15, [020]A15 and
[002]A15 directions are in closer contact than all other
spheres [62]. Alternatively, an orthogonal arrangement of
hexagonal columns is generated by SOM at the transition
from columnar hexagonal to A15 and back to colum-
nar hexagonal (Figure 1b) [62]. In both cases the crowns
were covalently linked.When the crownwas linked byH-
bonding rather than covalent bonds, the supramolecular
columns and spheres assembled from the supramolec-
ular crown, selected a different sphere direction from
that of the closest contact spheres [65], that may need
to be revised in view of the results that will be presented
here.

3.2. Synthesis of the (3,4,5)12G1-PE-BMA-G1-(OH)4,
11, amphiphilic Janus dendrimer

The synthesis of the amphiphilic Janus dendrimer
(3,4,5)12G1-PE-BMPA-G1-(OH)4 (11) was briefly

described previously [66,104]. An improved and
optimised synthesiswas in themeantime elaborated. This
synthesis is outlined in Figure 4 and detailed in the
Supplemental Information. Briefly, 1was monoprotected
with benzaldehyde under acidic conditions for 3h to pro-
duce 3 in 73% yield [66,105] after purification by recrys-
tallization from toluene. 6was prepared in 84% yield also
in 2 h by acetal protection of the twoOH groups of 4with
5 under acid catalysed conditions in acetone at 23°C. The
product 6 was extracted with DCM, the organic phase
was washed with water, and the solvent was evaporated
without additional purification [106]. 7was prepared by a
recently optimised method by alkylation of methyl 3,4,5-
trihydroxybenzoate with n-dodecyl bromide in dimethyl
formaldehyde with K2CO3 as base for 2 h at 120°C, fol-
lowed by hydrolysis with KOH for 1 h in ethanol at 80°C
and subsequent acidification [107]. Steglich esterification
of 7 with 3 by DCC and 4-(dimethylamino)pyridinium
4-toluenesulfonate (DPTS) [108] in DCM at 23°C after
12 h produced 8 in 89% isolated yield after purification
by silica gel column chromatography with hexane/ethyl
acetate (20/1) as eluent [66]. Deprotection of 8 to pro-
duce 9 in 99% yield was carried out by hydrogenolysis
catalysed with Pd/C without further purification [66].
Esterification of 9 with 6 produced 10 in 86% yield
after purification by silica gel column chromatography
with hexane/ethyl acetate (5/1) as eluent. Compound
10 was then deprotected by aqueous hydrochloride acid
in a mixture of methanol and DCM for 12h to gener-
ate 11. Compound 11 was isolated by silica gel column
chromatography with hexane/ethyl acetate (1/2) as elu-
ent and recrystallization from methanol to obtain white
crystal in 86% yield and 100% purity as demonstrated
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Figure 4. Synthesis of amphiphilic Janus dendrimer (3,4,5)12G1-PE-BMPA-G1-(OH)4 (11). Reagents and conditions: (i) HCl (aq.), H2O,
25°C, 3 h; (ii) TsOH.H2O, acetone, 23°C, 2 h; (iii) DCC, DPTS, DCM, 23°C, 12 h; (iv) H2, Pd/C, DCM, MeOH, 23°C, 12 h; (v) HCl (2M), MeOH,
DCM, 23°C, 12 h.

by NMR, HPLC and MALDI-TOF analysis (SI, Figure
S1–S3) [66,104].

3.3. Thermal and structural analysis of assemblies
generated from 11 by differential scanning
calorimetry and oriented fiber X-ray diffraction

Thermal analysis of 11 (Figure 5a) was performed by
differential scanning calorimetry (DSC) at 10°C/min.
All phases were identified by X-ray diffraction (XRD).
Assemblies of 11, as resulted from its synthesis, exhib-
ited three first-order transitions (Figure 5b, Figure S4
and Table 1) on the heating and cooling scans. On heat-
ing, 11 assemblies show two columnar hexagonal crystal
(&k

h) phases, a Pm3̄n cubic phase, also known as the F-
K A15 phase, and an isotropic liquid phase. On cooling,
in addition to the A15 and columnal hexagonal crystal
phase a monotropic columnar hexagonal liquid crystal
phase is also observed. Indexing of all phases, except for
themonotropic columnar hexagonal liquid crystal phase,
and calculation of lattice parameters was performed by
using Small-Angle X-ray Scattering (SAXS) (Figure 5c,
e, f, g, i, j). Wide-Angle X-ray Scattering (WAXS) was
performed to index the intermolecular distance along
the fiber axis in the &k

h phase that is 4.2 Å (Figure 5d,
h). The off-meridional features of the WAXS patterns
indicated that the columnar hexagonal phase was helical
and crystalline. The details and the models of the helical
columns will be discussed later. Three (100)hex, (110)hex
and (200)hex peaks with the ratio of the q values of 1:

√
3:2

on the equator in the &k
h at 30°C (Figure 5c, g) confirm

that the fiber sample was well-aligned prior to the heat-
ing and cooling X-ray analysis cycles. Upon heating to
70°C, oriented peaks of (200)A15, (210)A15 and (211)A15
with the ratio of the q values equal to

√
4:

√
5:

√
6 demon-

strated the formation of thePm3̄n cubic orA15 F-Kphase
(Figure 5e, i).

Upon cooling from the Pm3̄n cubic phase at 70°C
to the columnar hexagonal (&h) liquid crystal phase
at 20°C, six sharp (100)hex features were observed in
the X-ray fiber diffractogram of &h (Figures 5e and
6) phase. However, due to its monotropic nature, no
WAXS could be recorded for the columnar hexago-
nal liquid crystal phase at this time. These features are
consistent with the combined orientations of (210)A15
and (211)A15 observed in the Pm3̄n cubic phase which
account for the supramolecular orientational memory
(SOM). As shown more clearly in the azimuthal plot,
the orientations of (100)hex are preserved from [421]A15
(Figure 6).

The SOM from Pm3̄n to columnar hexagonal (&h)
phase observed fromnon-covalent supramolecular crown
is different from the SOMobserved from covalent crowns
assemblies [62,63,65]. As already reported [62], cova-
lent crown assemblies generate an orthogonal arrange-
ment of hexagonal columns (Figure 3b). When cova-
lent crown assemblies are replaced with supramolecular
non-covalent crown-based assembles, a rhombitruncated
cuboctahedral arrangement of hexagonal columns, to be
discussed later, was discovered.
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Figure 5. Structural analysis of the supramolecular assemblies of 11 generated by SOM. (a) Structure of 11. (b) DSC traces of first heating
and cooling scans of 11 obtained at 10°C/min. Phases indexed by XRD, transition temperatures (in °C), and associated enthalpy changes
(in parentheses in kcal/mol) are indicated. (c–f) XRD patterns during heating and cooling cycles of an aligned fiber sample prepared by
extrusion. Lattice parameters, temperatures and peak assignments are shown. (g–j) XRD diffractograms with (hkl) indices indicated. For
theP6mmhexagonal phases, (100), (110) and (200) are listedwith the ratio of theq value equal to 1:

√
3:2. For thePm3̄n cubic phase, (200),

(210) and (211) are listed with the ratio of the q value of
√
4:

√
5:

√
6. Peaks assignments were indexed by using Datasqueeze software

(version 3.0.5).

Table 1. Transition temperatures and associated enthalpy changes of (3,4,5)12G1-PE-BMPA-G1-(OH)4
determined by DSC and phases determined by XRD.

Phase transition (°C) and corresponding enthalpy changes (kcal/mol)a

First and second heating First and second cooling

(3,4,5)12G1-PE-BMPA-G1-(OH)4 !h
k 31 (1.25)&k

h 66 (15.22) Pm3̄n 91(0.21) i i 71(0.06) Pm3̄n 20&h 11(–9.90)&k
h

&k
h 20 (4.13)!h 65 (11.90) Pm3̄n Pm3̄n 23 (–0.80)!h 11(–6.23)&k

h

a !h – 2D columnar hexagonal phase; Pm3̄n – cubic, F-K A15 phase; i – isotropic. Note: quantitative uncertainties are±1 °C for
thermal transition temperatures and ∼ 2% for the associated enthalpy changes. Heating and cooling rate: 10°C/min.

3.4. Structural and retrostructural analysis by
oriented fiber XRD andmolecularmodels of the
supramolecular crowns in the!k

h and A15 phases

To generate a non-covalent supramolecular crown from
the Janus dendrimer 11 with three molecules per 4.2 Å
stratum, µ equal to 3 (Table 2), multiple inter- and intra-
molecular H-bonds as shown in Figure 7 must occur.

It is important to mention that previously [65], no
SOM was observed when there were only two alco-
hol groups per stratum, derived from one -OH per
molecule, interacting via H-bonding at the apex of the
self-assembling dendrons. When the number of the

alcohol groups at the apex increased to 12 per stra-
tum, derived from 3 molecules each containing four
-OH, as in the case of 11 (Figure 8c), most proba-
bly as it will be discussed later a dynamic non-covalent
crown was formed. This supramolecular crown medi-
ated the formation of the new SOM reported here. A
comparison of all molecules exhibiting SOM reported
in our previous publications [62,63,65] is summarised
in Table 2. For molecules that adopt the conformation
of covalent crowns, for example, PBI, CTV and CTTV,
supramolecular spheres are formed with a relatively low
number of molecules (µ = 7 or 12). For the molecules
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Figure 6. Azimuthal plots from XRD patterns of 11with temper-
atures and phases along (100)hex, (200)A15, (210)A15 and (211)A15.

that form the dynamic non-covalent crowns, such as
(4Pr-(3,4,5Pr)2)-12G2-COOH [65] and most probably
also 11, supramolecular spheres are formed from a rel-
atively larger number of molecules (µ = 24 or 30). These
data demonstrate that increasing the number of H-bond
interactions at the apex is a requirement for the genera-
tion of dynamic non-covalent crowns forming assemblies
that exhibit SOM.

The structural and retrostructural analysis of the ori-
ented fiber by SAXS and WAXS X-ray diffraction data
fromFigure 5 andTable 2, togetherwith the experimental
density of the fiber by conventional methods elaborated
in our laboratory [16,17] including the helical diffraction
theory [74,109] provided the two mechanisms of self-
assembly of helical columns from the amphiphilic Janus
dendrimer 11 illustrated in Figure 8.

Figure 8b shows a supramolecular 165-helix assem-
bled by an H-bonded helical supramolecular polymer
from the conformation of the dendron shown on top
of the helical column from Figure 8b. Figures 8c and d
show an alternative model for a triple 151-helix that is
generated by the assembly of a supramolecular crown
generated by H-bonding and shown on top of the heli-
cal column from Figure 8d. Crown inversion within the
supramolecular helical column according to the mecha-
nism from Figures 1 and 2 generated the supramolecular
sphere shown in Figure 8e. The mechanism of transition
from helical column to helical sphere illustrated in Figure
8c–e was already demonstrated to be responsible for the
generation of SOM [62,63,65]. However, at this time we
cannot conclude that the mechanism from Figure 8c,d
is responsible for the SOM observed here. An alterna-
tive mechanism can also be envisioned. This alternative
mechanism may occur by the inversion of the helical H-
bonded supramolecular polymer column from Figure 8b
into a supramolecular helical sphere. The major differ-
ence in between these two mechanisms is that breaking
the H-bonding of the supramolecular helical polymer
from Figure 8b,e is required in one case while no H-bond
braking is required for the mechanism from Figure 8c–e.
Therefore, the crown inversion mechanism seems to be
more favourable. However, more structural and simula-
tion work is required to discriminate between these two
mechanisms and also for the generation of a model for
the columnar structure of the columnar hexagonal liq-
uid crystal phase that is expected to be closely related

Table 2. Structural analysis of crown-like conformation of self-assembling dendrons and dendrimers by small-angle XRD to search for
the orientational memory effect.

Molecule T (°C) Phasea

d100, d110, d200, d210, d300
(Å)bd110, d200, d211 (Å)cd200,
d210, d211, d320, d321, d400 (Å)d a, b, c (Å)e Dcol f/ Dsphg(Å) µh SOM Ref.

(3,4,5)12G1-PE-BMPA-G1-(OH)4 i 70 Pm3̄n 42.1, 37.6, 34.4, 23.2, 22.4, 20.9d 83.8, 83.8, 83.8 52.0g 24 Yes this work
30 &k

h 45.5, 26.3, 22.7, 17.2, 15.2b 52.9, 52.9, – 52.9g 3
20 !h 39.9, 23.1, 19.9b 46.1, 46.1, – 46.1f 3

(4Pr-(3,4,5Pr)2)-12G2-COOHi 60 Pm3̄n 53.4, 47.8, 43.6, –, –, –d 106.9, 106.9, 106.9 66.3g 30 Yes 65
30 !h 47.4, 27.2, 23.6b 54.5, 54.5 – 54.5f 2

(3,4Pr-3,4,5)12G2-0-PBI 180 BCC 38.4, 25.9, 21.1c 51.6, 51.6, 51.6 44.7g 12 Yes 63
80 &io

h 42.9, –, 21.5b 49.5, 49.5, – 49.5f 2
0 &k

h 42.5, 24.5, 21.2b 48.8, 48.8, 19.2 48.8f 2
(3,4,5)12G1-CTV 80 Pm3̄n 36.6, 32.7, 29.8, –, –, –d 73.5, 73.5, 73.5 45.6g 7 Yes 62

65 &io
h 35.6, 20.5, 17.8b 41.1, 41.1, – 41.1f 1

(4-3,4,5)12G1-CTTV 125 Pm3̄n 46.1, 41.2, 37.6, –, –, –d 92.2, 92.2, 92.2 57.2g 7 Yes 65
25 &h 43.4, 25.0, 21.7b 50.1, 50.1, – 50.1f 1

aPhase notation: !h –columnar hexagonal liquid crystal phase; &k
h – columnar hexagonal crystalline phase; BCC – body-centered cubic phase; Pm3̄n –cubic

phase.
bExperimental d-spacings for the!h phases.
cExperimental d-spacings for the BCC phase.
dExperimental d-spacings for the Pm3̄n phase.
eLattice parameters calculated using dhk = (

√
3a/2)·(h2 + k2 + hk)–1/2 for hexagonal phases, and dhkl = (a)·(h2 + k2 + l2)–1/2 for the cubic phase.

fColumn diameter for!h phases (Dcol = a).
gSphere diameter for the BCC phase (Dsphere = √

3a/2); Dsph = 2(3a3/32π )1/3 for Pm3̄n phase.
hNumber of monodendrons per sphere in the cubic phase or stratum in the hexagonal phase.
iSupramolecular dynamic crowns.
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Figure 7. Chemical structure (a) andmolecularmodels (b) with H-bonds at the apex for the formation of non-covalent crown from three
self-assembling amphiphilic Janus dendrimer 11.

to the column from the corresponding columnar hexag-
onal crystal phase. This research is in progress in our
laboratory and will be reported in due time.

3.5. Themechanism of epitaxial nucleation
responsible for the SOM effect

3Dviews of the transition fromPm3̄n to columnar hexag-
onal lattices are shown in Figure 9 with (210)A15 (green)
and (112)A15 (orange) Miller planes illustrated in the
cubic unit cell. Upon cooling from 70°C to 20°C, 5
supramolecular spheres at z = 1/2 move to be aligned
in the [421]A15 direction (Figure 9). Two supramolecu-
lar spheres at z = 0, 1 translate to z = 1/8, 7/8 (Figure 9)
to generate the columnar hexagonal liquid crystal phase
with a rhombitruncated cuboctahedral arrangement. The
421A15 vector is parallel to the (1̄20)A15, (01̄2)A15 and
(11̄2̄)A15 planes and the Azimuthal plot of the (100)hex is
the combination of the Azimuthal plots of the (210)A15
and (211)A15 (Figure 6). This mechanism allows mini-
mum distortions of the lattice parameters in the colum-
nar hexagonal phase.

3.6. The rhombitruncated cuboctahedral
arrangement of hexagonal columns self-organised
by SOM

There are three possible directions equivalent to [421] at
the corner of the unit cell (yellow spheres) (Figure 10a
upper). In addition, there are other three possible direc-
tions which are different but also equivalent to [421] that
start from the body centre of the Pm3̄n unit cell (yellow

sphere) (Figure 10a lower). Due to the symmetry of the
cubic lattice, the number of directions equivalent to [421]
is 8 times the 6 directions mentioned in Figure 9a, which
represents 48 directions in total (Figure 10b, c). Figure
10b illustrates the 48 directions that hexagonal arrays of
columns form via the SOM effect. These directions are
generated with hexagonal arrays of columns as shown in
Figure 10c. This arrangement corresponds to a rhombi-
truncated cuboctahedron, that to the best of our knowl-
edge, althoughmore primitive than biological assemblies
created from proteins, was never encountered in biology
or in synthetic supramolecular chemistry. Bundles of α-
helical proteins are widely available in biology. They were
discovered simultaneously and independently by Pauling
and Corey [110] and by Crick [111] and are known as
coiled-coil α-helix protein structures. Recently, a peri-
odic table of coiled-coil proteins was elaborated [112].
Mimics of three and four-bundles of helical columnswere
elaborated by our laboratory via complex multistep syn-
thetic methods [16,17,113–116]. However, the simplicity
of the SOM method for the design of bundles of helical
columns organised in unprecedentedly complex architec-
tures such as tetrahedral [63], orthogonal [62], distorted
dodecahedral [65] and now in rhombitruncated cuboc-
tahedral arrangement of hexagonal columns as shown
in the present report (Figure 11) seems to exceed even
the ability of biology, although with a much lower level
of perfection. We would like to stress again that in view
of the results reported here, the distorted dodecahedral
morphology [65] will have to be reinvestigated. This will
be done and reported in a different publication. Elucidat-
ing the mechanism of the SOM concept and extending it
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Figure 8. Structural and retrostructural analysis of the supramolecular assemblies of 11 (a) based on the SAXS data in Figure 5d and
helical diffraction theory [74,109]. Schematicmodels of the two supramolecular helical columns self-organising the columnar hexagonal
2D and 3D lattices (b, c, d) and of the helical sphere (e) forming the Pm3̄n lattice are shown. The two possible mechanisms, 165-helix
(ϕ = 360°× 5/16 = 112.5°, c = 20.8 Å /16 = 1.3 Å) generated when 11 jackets a helical H-bonded supramolecular polymer (b) and
triple 151-helix (ϕ = 360°/15 = 24°, c = 4.2 Å = 62.4 Å /15) when 11 assembles into a supramolecular crown-trimer (c, d) forming the
helical column are shown.

Figure 9. Two 3D views of the transition from Pm3̄n to columnar hexagonal latticeswith (210) and (112)Miller planes shown in the cubic
unit cell. All the micelles are in the Pm3̄n positions in (a). Micelles move to line up along the (421) direction of the unit cell in (b). The 421
vector is parallel to the (1̄20), (01̄2) and (11̄2̄) planes.
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Figure 10. Modelling constructed according to structural and retrostructural analysis from XRD experiments. (a, b) Difference between
close–contact distances along [200]A15 and [421]A15. Distance between two blue/red/orange sphere pairs is 0.5 a, which is 41.9 Å. Dis-
tances between the yellow sphere at the corner and the indicated blue/red/orange sphere are 0.573 a, which are 48.0 Å. The difference
of the close–contact distances between [200]A15 and [421]A15 is 6.1 Å. (b) SOM Mechanism of 11 supramolecular assemblies generated
along [421]A15.

Figure 11. Summary of four SOMs generating tetrahedral, orthogonal, rhombitruncated cuboctahedral and distorted dodecahedral
hexagonal arrangements of hexagonal columns. Upon heating and cooling, supramolecular helical columns and spheres assemblies
undergo SOM with the close contact direction along [200]A15 → [001]hex or [111]BCC → [001]hex while supramolecular assemblies
consisted of non-covalent crowns undergo SOMwith close-contact direction [421]A15 → [001]hex.
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to other F-K phases will provide access, most probably, to
even more complex architectures.

4. Conclusion

Amphiphilic Janus dendrimers known to self-assemble
in water into biological membrane mimics named den-
drimersomes and glycodendrimersomes were reported
here to self-organize in bulk into 2D and 3D helical
columnar hexagonal periodic arrays and helical spheres
forming the A15 Frank Casper phase. This provides a
new class of self-assembling molecules that self-organize
Frank Casper phases and thus expands the diversity of
organic compounds exhibiting these phases. In addition,
the assemblies of the amphiphilic Janus dendrimer inves-
tigated here display also a supramolecular orientational
memory (SOM) effect. The SOM effect observed here
is epitaxially nucleated along the [421]A15 → [001]hex
close contact spheres self-organising an unprecedented
rhombitruncated cuboctahedrom arrangement of helical
hexagonal columns. The SOM effect indicates that the
supramolecular columns of the low temperature hexag-
onal phase grow symmetrically along the equivalent
directions [421]A15 of the high temperature A15 cubic
phase, while preserving the initial orientation as pre-
ferred axis (Figure 5c–f). The rhombitruncated cuboc-
tahedral arrangement of hexagonal columns is related
to the different possible orientations of the [001]hex axis
of the domains of the hexagonal columnar phase on
cooling, that the 48 unit vectors would each point to
one of the vertices of a rhombitruncated cuboctahe-
dral, the centre of which is placed at the origin. Dif-
ferent arrangements of columns including tetrahedral
[63], orthogonal [62], distorted dodecahedral [65], and
rhombitruncated cuboctahedral stem from the symmet-
rically equivalent epitaxial relations. Although the equi-
librium phase of the columns should be a single crystal
of columns with one orientation, the structure reported
here is made of multidomains of hexagonal arrangement
of columns. A mechanism for this self-organisation was
proposed.
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