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Figure S1. The measured and calculated XRD patterns of the bare Fe-MIL-53 and AB loaded
Fe-MIL (0.5:1 AB:Fe). The inset shows the unit cell with very narrow pore structure and has C
2/c symmetry (gray C, red O, white H, blue B, and orange N).
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Figure S2. FTIR spectra of pristine AB, Fe-MIL-53, and AB loaded Fe-MIL-53 before and after
thermal dehydrogenation. In pristine AB, the broad IR modes between 3200 cm™ and 3500 cm™,
and 2200 cm™ and 2500 cm™ correspond to the H-N and H-B stretching bonds, respectively. In
addition, H-N scissor modes at 1602 cm™ and 1376 cm™, H-B scissor mode at 1160 cm™, and
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H- wagging modes at 1065 cm™ and 727 cm™ are observed. The mode at 781 cm™ is assigned to
B-N stretching.

The FTIR spectra of AB-MILs show combined IR modes related to the MOF and AB, but only
very narrow H-N and H-B antisymmetric stretching IR modes around 3300 cm™ and 2300 cm™
respectively, is seen in infiltrated AB. This explains the significantly reduced AB-AB
intermolecular interactions in the infiltrated AB molecules. After TPD run, the IR modes of H-N
stretching bonds are seen at around 3400 cm™, however the H-B IR modes have disappeared,
normally appear at around 2500 cm™ in AB after 200 °C thermolysis. It is worth noticing that
there are additional new IR modes at ~1010 cm™, ~925 cm™, 850 cm™, ~696 cm™, in AB-Fe-
MIL before and after thermal desorption. The —OH vibration at ~1630 cm™ in the MOF has
disappeared in AB loaded MOFs. These are assigned to the coordination of B with oxygen
functional groups in MOF pores [I. Markova-Deneva, Infrared spectroscopy investigation of
metallic nanoparticles based on copper, cobalt, and nickel synthesized through
borohydride reduction method (review). Journal of the University of Chemical Technology
and Metallurgy, 45, 4, 2010, 351-378]. The B coordination with oxygen functional groups is
also seen earlier in other AB loaded MOFs (AB-Mg-MOF-74 and AB-Zn-MOF-74) [S.
Gadipelli, J. Ford, W. Zhou, H. Wu, T. J. Udovic and T. Yildirim, Nanoconfinement and
catalytic dehydrogenation of ammonia borane by magnesium-metal-organic framework-74,
Chem. Eur. J., 2011, 17, 6043-6047. G. Srinivas, J. Ford, W. Zhou and T. Yildirim, Zn-
MOF assisted dehydrogenation of ammonia borane: enhanced kinetics and clean hydrogen
generation Int. J. Hydrogen Energy, 2011, 37, 3633-3638.].
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Figure S3. Isothermal hydrogen desorption kinetics at different constant temperatures of pristine
AB and AB loaded Fe-MIL-53 with 0.5:1 AB:Fe.
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Figure S4. Arrhenius plots of the dehydrogenation kinetics of the AB-Fe-MIL-53 with 0.5:1
AB:Fe and 1:1 AB:Fe
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Figure S5. The mass spectroscopy data showing the clean hydrogen release from nanoconfined
AB in Fe-MIL pores, whereas in pristine AB along with hydrogen the release of byproducts of
ammonia, borazine and diborane is seen.
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Figure S6. Photographs of pristine AB and Fe-MIL-53, and AB-Fe-MIL (1:1 AB:Fe) samples
before and after thermal dehydrogenation (TGA) shows the extensive sample foaming is
suppressed in nanoconfined AB sample.
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Figure S7. XPS B1s, N 1s, and Fe 2p core level spectra of Fe-MIL-53 and AB-Fe-MIL (1:1
AB:Fe) samples before and after thermal dehydrogenation at 200 °C.

In B 1s XPS core level spectra the BE of ~192.0 eV and ~188 eV are assigned to B-O and B-H
bonds, respectively. The peak around 190 eV is assigned to B—N bonds, implying that not all the
B—N bonds are broken in AB-Fe-MIL before thermal desorption [J. Zhao, J. Shi, X. Zhang, F
Cheng, J. Liang, Z. Tao and J. Chen, A soft hydrogen storage material: poly(methyl

acrylate)-confined ammonia borane with controllable dehydrogenation, Adv. Mater. 2010,
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22, 394-397.]. The B 1s and N 1s peaks in AB-Fe-MIL before and after thermal desorption also
show no evidence of poly-(aminoborane) with binding energies of 191.1 eV for B 1s and 398.2
eV for N 1s or the counterpart boron nitride with 190.2 eV for B 1s and 397.9 eV for N 1s [R. A.
Geanangel and J. W. Rabalais, Evidence from mass spectra and X-ray photoelectron spectra
concerning the structure of poly(aminoborane), Inorganica Chimica Acta, 1985, 97, 59-64].
The broad N 1s peak between 403 eV and 398 eV (centered between 401 eV and 402 eV) in AB-
Fe-MIL-TPD sample is assigned to —-NH,—Fe and —-NH,—0 bonds [Y. Wang, B. Li, Y. Zhou, D.
Jiaand Y. Song, CS-Fe(l1,111) complex as precursor for magnetite nanocrystal, Polym. Adv.
Technol., 2011, 22, 1681-1684]. Fe 2p peaks of Fe-MIL-53 at BE ~711 eV and ~725 eV are
assigned to Fe 2ps;; and Fe 2py, for iron(l11) oxide, the additional satellite peaks at ~718 eV and
~730 eV are associated with Fe 2ps;, and Fe 2pip;, the spectra clearly resembles the Fe,O3
standard sample. The AB-Fe-MIL before and after thermal desorption exhibits similar spectra
but with a shifted Fe 2ps, satellite peak to lower BE (~716 eV in AB-Fe-MIL) or no satellite
peaks (in AB-Fe-MIL-TPD), respectively. It has been previously reported that Fe 2p3/, for Fe3O4
(FeO.Fe 05 with Fe(Il).Fe(l11)) does not have a satellite peak. In case of Fe;.,O, the satellite peak
for Fe 2ps;, was observed at 715.5 eV [T. Yamashita, P. Hayes, Analysis of XPS spectra of
Fe®* and Fe*" ions in oxide materials, Appl. Surf. Sci., 2008, 254, 2441-2449.].

First-Principles Calculations

In order to determine the hydrogen positions as well as the AB-molecule orientation and its
location in MIL, we have performed first-principles structural optimization using Quantum
Espresso Code PWSCF [P. Giannozzi et. al, J. Phys. Condens. Matter, 21, 395502 (2009)]. We
used Vanderbilt-type ultrasoft pseudopotentials and the generalized gradient approximation
(GGA) with the Perdew-Burke-Ernzerhof (PBE) exchange correlation. A Kinetic energy cutoff
of 544 eV and a k-point sampling with dk=0.03 A™* grid spacing were found to be enough for the
total energy to converge within 0.5 meV/atom. AB molecules were introduced to the center of
MIL structure assuming various initial orientations, followed by full atomic structural relaxation.
The lattice parameters are kept constant at the experimental values but all the atomic positions
are optimized until the maximum force is 0.005 eV/Ang. Below we list the optimized atomic
positions for 0.5:1 loaded Fe-MIL. The simulated x-ray patterns shown in the text were obtained
from these optimized atomic positions.

0.5:1 AB-Fe-MIL-53 Lattice Parameters and Optimized Atomic Positions

Cell: 21.2690 6.8839 6.9499 90.0000 114.6300 90.0000
ATOMIC_POSITIONS (crystal)

O  0.449176561 0.302978213 0.314712366

O 0574583529 0.316060869 0.165448578
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