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Copies of NMR spectra for compounds 2, 3, 6, 7, 8, 10a and 10b and 11.
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Formula of compounds 2, 3, 6-8, 10a,b, and 11
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Copies of NMR spectra for compounds 2, 3, 6, 7, 8, 10a and 10b and 11.
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'H NMR spectrum of 2 (400 MHz, CDCls, 25 °C)
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BC{*H} NMR spectrum of 2 (125 MHz, CDCls, 25 °C)
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*1pL'H} NMR spectrum of 2 (160 MHz, CDCls, 25 °C)
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'H NMR spectrum of 3 (400 MHz, CDCls, 25 °C)
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BC{*H} NMR spectrum of 3 (125 MHz, CDCls, 25 °C)
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*1pL'H} NMR spectrum of 3 (160 MHz, CDCls, 25 °C)
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'H NMR spectrum of 6 (300 MHz, CDCls, 25 °C)
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B¢c{*H} NMR spectrum of 6 (75 MHz, CDCls, 25 °C)
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*1pL'H} NMR spectrum of 6 (160 MHz, CDCls, 25 °C)
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'H NMR spectrum of 7 (500 MHz, CDCls, 25 °C)
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BC{*H} NMR spectrum of 7 (125 MHz, CDCls, 25 °C)
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*p'H} NMR spectrum of 7 (160 MHz, CDCls, 25 °C)
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'H NMR spectrum of 8 (400 MHz, CDCls, 25 °C)
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BC{*H} NMR spectrum of 8 (125 MHz, CDCls, 25 °C)
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*1pL'H} NMR spectrum of 8 (160 MHz, CDCls, 25 °C)
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*1pf1H} NMR spectrum of 10a,b (160 MHz, CDCls, 25 °C)
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'H NMR spectrum of 11 (500 MHz, CDCls, 25 °C)
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BC{*H} NMR spectrum of 11 (125 MHz, CDCls, 25 °C)
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*'pf'H} NMR spectrum of 11 (160 MHz, CDCls, 25 °C)
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General procedure for determining the glucose units linked by a given
capping unit®"

Our strategy for full structural assignment began with the differentiation between
capped and non-capped C-6 carbon atoms by DEPT 135. These appear as two distinct sets of
signals. The H-6 protons could then be identified using 1H-13C HMQC (Heteronuclear
Multiple Qantum Coherence spectroscopy). By using TOCSY (TOtal Correlation
SpectroscopY) and COSY (COrrelated SpectroscopY), each H-6 proton was correlated to the
set of protons belonging to the same glucose residue. The connectivity between individual
glucose units was then established via a ROESY (Rotating frame Overhauser Effect
SpectroscopY) experiment showing the proximity between H-4n and H-1n+1 protons (N and
N+1 standing for neighbouring glucose moieties labelled in the alphabetical order).
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