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Report:

The bola-amphiphilic arginine-capped peptide RFL4RF self-assembles into nanotubes in aqueous solution.
The nanostructure and rheology were probed by in situ simultaneous rheology/small-angle scattering
experiments including rheo-SAXS.!

SAXS data were obtained on beamline ID02 at the ESRF, Grenoble, France. Data were collected using a
Pilatus 1M detector. Samples were placed into a Haake RS6000 stress-controlled rheometer with modified
(polycarbonate) Couette cell of inner diameter 20 mm radius and 2 mm gap. Samples were subjected to shear
at different shear rates in the range 7 = 0.1 s™ to 1000 s™*. The sample-detector distance was either 1.2 or 10

m. The X-ray wavelength (1) was 0.995 A and the wavenumber q = 4r sin® /A (where 20 is the scattering
angle) scale was calibrated using silver behenate.

We used a combination of rheo-SANS (D22, ILL), rheo-GISANS (FIGARO, ILL) and rheo-SAXS techniques
to examine orientation. Bulk alignment effects in a Couette (concentric cylinder) were examined by rheo-
SAXS and rheo-SANS and structure-flow properties were investigated by simultaneous rheology/scattering
measurements.

Rheo-SAXS was used to provide information on the alignment of the sample across the entire gap of the
Couette call rather than only in the interfacial region. SAXS data obtained from a 1 wt% solution of RFL4FR
under Couette flow in the radial geometry is shown in Fig.1. Significant alignment of the bulk sample was
only observed whilst the sample was experiencing shear at higher shear rates at or above 7= 1 s, no
substantial orientation being observed in the SAXS pattern at lower shear rates studied (an example pattern
for a sample under shear at = 100 s is shown in Fig.1b, data was also measured at = 0.1, 1 and 10 s™).
The onset of significant alignment above 7 =1 s is in agreement with the GISANS results. Also of note, the

anisotropy in the SAXS pattern was immediately lost following cessation of shear as shown in Fig.1d. This is



due to the low viscosity of these samples (discussed quantitatively below) which means that shear-induced
alignment at the macroscale is not retained in the absence of shear, although local alignment must be retained
in the nematic phase. A previous study’ using SANS and rheology (performed separately) reported
differences in response of fluid and gel nematic phases of peptide fibrils under shear — the fluid nematic phase
showing no alignment in the absence of shear as in the present study, but in contrast to the nematic gel
structure. More concentrated nematic phases (with higher viscosity due to fibril network formation) as for a
PEG-peptide conjugate show retained nematic alignment after shearing.>* No orientation was observed in
the tangential direction, even under shear at high shear rates. These patterns are consistent with alignment of
the nanotubes in the (v, Vv) plane. Similar alignment was observed in the rheo-SANS measurements (also in
a Couette geometry).

These results are included in our published paper on shear-alignment and rheo-SAXS/rheo-SANS on these
peptide nanotubes.’
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Fig.1. SAXS patterns obtained from a 1 wt% solution of RFL4FR in D,O in the radial configuration. (i) Zero
shear (ii) under shear at =100 s, (iii) under shear at 7 = 1000 s™, (iv) Following shear at 7 = 1000 s™. The

shear direction is horizontal and the intensity scale is logarithmic.
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