UNIVERSITY OF AMSTERDAM
X

UvA-DARE (Digital Academic Repository)

Catalytic Dehydrogenation of Amine-Boranes using Geminal Phosphino-
Boranes

Boom, D.H.A.; de Boed, E.J.J.; Nicolas, E.; Nieger, M.; Ehlers, AW.; Jupp, A.R.; Slootweg,
J.C.

DOI
10.1002/zaac.201900313

Publication date
2020

Document Version
Final published version

Published in
Zeitschrift fur anorganische und allgemeine Chemie

License
CC BY-NC-ND

Link to publication

Citation for published version (APA):

Boom, D. H. A, de Boed, E. J. J., Nicolas, E., Nieger, M., Ehlers, A. W., Jupp, A. R., &
Slootweg, J. C. (2020). Catalytic Dehydrogenation of Amine-Boranes using Geminal
Phosphino-Boranes. Zeitschrift fliir anorganische und allgemeine Chemie, 646(13), 586-592.
https://doi.org/10.1002/zaac.201900313

General rights

It is not permitted to download or to forward/distribute the text or part of it without the consent of the author(s)
and/or copyright holder(s), other than for strictly personal, individual use, unless the work is under an open
content license (like Creative Commons).

Disclaimer/Complaints regulations

If you believe that digital publication of certain material infringes any of your rights or (privacy) interests, please
let the Library know, stating your reasons. In case of a legitimate complaint, the Library will make the material
inaccessible and/or remove it from the website. Please Ask the Library: https://uba.uva.nl/en/contact, or a letter
to: Library of the University of Amsterdam, Secretariat, Singel 425, 1012 WP Amsterdam, The Netherlands. You

will be contacted as soon as possible. o
UVA-DARE is a service provided by the library of the University of Amsterdam (https://dare.uva.nl)

Download date:01 Dec 2021


https://doi.org/10.1002/zaac.201900313
https://dare.uva.nl/personal/pure/en/publications/catalytic-dehydrogenation-of-amineboranes-using-geminal-phosphinoboranes(51f353c1-3601-47e5-ad37-9ebcbdf0533b).html
https://doi.org/10.1002/zaac.201900313

Journal of Inorganic and General Chemistry

/AAC

organische und allgemeine Chemie

DOI: 10.1002/zaac.201900313

Catalytic Dehydrogenation of Amine-Boranes using Geminal
Phosphino-Boranes

Devin H. A. Boom,* Ewoud J. J. de Boed,® Emmanuel Nicolas,!*! Martin Nieger,® Andreas W. Ehlers, ¢!
Andrew R. Jupp,[®! and J. Chris Slootweg*!?!

Dedicated to Professor Manfred Scheer on the Occasion of his 65th Birthday

Abstract. The reaction of the intramolecular frustrated Lewis pair
(FLP) Bu,PCH,BPh, with the amine-boranes NH;‘BH; and
Me,NH-BH; leads to the formation of the corresponding FLP-H, ad-
ducts as well as novel five-membered heterocycles that result from
capturing the in situ formed amino-borane by a second equivalent of

FLP. The sterically more demanding rBu,PCH,BMes, does not form
such a five-membered heterocycle when reacted with Me,NH-BH; and
its H, adduct liberates dihydrogen at elevated temperatures, promoting
the metal-free catalytic dehydrogenation of amine-boranes.

Introduction

During the past decades tremendous breakthroughs were
made in main-group mediated chemical transformations and
new strategies for single bond activations were discovered.
The notion that frustrated Lewis pairs (FLPs) can heterolyt-
ically cleave dihydrogen'!! spawned a new research field for
metal-free stoichiometric and catalytic chemical transforma-
tions, such as hydrogenation and dehydrogenation reactions.!?!

As a substrate for catalytic dehydrogenation, amine-boranes
gained a lot of attention due to their potential application as
dihydrogen storage material;'*! in particular ammonia-borane
(AB) is of interest as is contains a high weight percentage of
dihydrogen (19.6 %)." Furthermore, the products resulting of
amine-borane dehydrogenation are valuable, with many poten-
tial applications in materials science.l’! To date, a lot of re-
search has been conducted on the catalytic dehydrogenation of
amine-boranes by transition metal (TM) complexes.'®! Alterna-
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tively, efforts have been made in the development of group 1
and 2 catalysts,!”! and recently frustrated Lewis pairs have
been reported as efficient TM-free catalysts for amine-borane
dehydrogenation.[®!

The first FLP catalyst for ammonia-borane dehydrogenation
was reported by Stephan and Erker (I, Figure 1) utilizing a
transfer hydrogenation step for catalyst regeneration.!”! After
this, Uhl and co-workers and some of us reported on the cata-
lytic dehydrogenation of dimethylamine-borane (DMAB) by
phosphino-alane ILI!Y In 2016, Rivard and co-workers ex-
tended the field and showed that iminoborane IV can dehydro-
genate methylamine-borane (MAB) at 70 °C, utilizing 2 mol-
% of IV.I"1 In the same year, Aldridge et al. reported that the
xanthene-based phosphino-borane V is capable of dehydroge-
nating AB, MAB and DMAB with catalysts loadings down to
1 mol-%."2! Recently Uhl and co-workers found that the gal-
lium analogue of II, phosphino-galane III, can be applied for
ammonia- and dimethylamine-borane dehydrogenation too.!3!
At the same time, the group of Bourissou showed that phos-
phino-borane VI rapidly converts a variety of amine-borane
substrates to the corresponding dehydrogenated products.!'4!

Dipp R
Mes,P, Me | Ph N PP z
B
B,
H  B(CeFs)»  Mes,P” “E(tBu)s [N>: NT R
bipp
I ILE=A
Il,E=Ga v
O O this work
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PhyP B(CeFs)2 PP B(Fxyl) R:P” "BR?
v Vi Vil

Figure 1. FLP catalysts for amine-borane dehydrogenation.
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We developed geminal phosphino-borane FLP VII (R = /Bu,
R’ = Ph; 1) bearing a methylene linker, which shows reactivity
towards a variety of small molecules and metal com-
plexes.!'>-161 Herein, we describe the (catalytic) dehydrogena-
tion of amine-boranes by such geminal frustrated Lewis pairs
using a rational catalyst design approach targeting increased
reactivity.

Results and Discussion

Treatment of two equivalents of /Bu,PCH,BPh, (1) with
one equivalent of ammonia-borane (H;N-BH;, AB) in THF at
room temperature resulted in immediate consumption of AB,
along with formation of dihydrogen adduct 2 (5*'P{'H} =
59.0 ppm) and five-membered heterocycle 3 (*'P{'H} =
56.7 ppm) in a 1:1 ratio (Scheme 1). The products can be sepa-
rated by extraction of 3 into n-pentane (leaving pure 2 as resi-
due in 57 % yield) and subsequent filtration of the combined
extracts over alumina to remove trace amounts of 2 from the
extract, giving 3 as colorless solid in 74 % yield. H, adduct 2
displays a doublet in the 3'P NMR spectrum with a 'Jpy cou-
pling of 453.2 Hz, and a doublet in the "B NMR spectrum
(1JB,H = 83.5 Hz), which is characteristic for a P-H and B-H
bond, respectively. Single crystals suitable for X-ray diffrac-
tion analysis of 2 were obtained from n-pentane at 4 °C, which
confirmed the formation of the FLP-H, adduct that was pre-
viously obtained from the reaction of 1 with dihydrogen.['>¥ In
the solid state, the boron center in 2 is strongly pyramidalized
[Z(CB1C) 330.5°], which also resembles the upfield ''B NMR
shift (6"'B{'H} = —10.1 ppm). In contrast to the o-phenylene-
bridged P/B FLP-H, adduct reported by Bourissou and co-
workers, ¥ dihydrogen adduct 2 is stable at room temperature
in the solid state and in solution, and only slowly released
dihydrogen at elevated temperatures (2 h at 80 °C).

The formation of the five-membered heterocycle 3 is be-
lieved to be the result of trapping of the highly polarized
amino-borane intermediate H,N=BH, by the second equivalent
of FLP 1. In the ""B{'H} NMR spectrum, 3 displays a singlet
resonance (6 = —1.95 ppm) for the FLP’s boron moiety together
with a characteristic doublet (6 = —20.7 ppm, 'Jg p = 85.5 Hz)
that can be ascribed to the amino-borane fragment. The corre-
sponding 3'P{'H} NMR spectrum supports this notion as a
broad signal was observed at § = 56.7 ppm, which is common
for such B—P interactions.!!”! X-ray diffraction analysis of suit-
able single crystals of 3, obtained by layering a solution of 3
in DCM with pentane, unambiguously established the forma-
tion of the P-C-B-N-B based five-membered heterocycle
(Scheme 1, bottom right). Compared to the previously reported
Al- and Ga-based five-membered heterocycles formed by
H,N=BH, trapping using the corresponding FLPs,!'%!131 3 con-
tains a shorter P1-B2 bond [1.9606(11) A; cf. 1.9984(14) and
2.004(2) A, respectively], suggesting that the trapped
H,N=BH, fragment is more tightly bound to the FLP in 3.

Scheme 1. Reaction of 2 equivalents of FLP 1 with 1 equivalent of
ammonia-borane (top) and the molecular structures (bottom) of 2 (left)
and 3 (right) (ellipsoids at 50 % probability, FLP-hydrogens, and a
toluene molecule for 2 are omitted for clarity). Selected bond lengths /
A and angles /° for 2: P1-C1 1.7759(16), B1-C1 1.683(2), PI-C1-B1
113.48(11), Z(CB1C) 330.5 3: P1-C1 1.8155(10), C1-B1 1.6626(14),
B1-N1 1.6321(13), N1-B2 1.5898(14), B2-P1 1.9606(11).

In order to gain more insight into the mechanism of this
dehydrogenation reaction, FLP 1 was reacted with the deuter-
ated analogue of AB, H3N-BD3, which resulted in selective N—
H to P and B-D to B transfer according to 3'P and !'B NMR
spectroscopy. This suggests a similar double hydrogen transfer
mechanism being operative as was observed previously by
Manners et al. for dihydrogen transfer from ammonia-borane
to sterically encumbered amino-boranes.!'8! Analysis of the
formation of 2 by density functional theory (DFT) calculations
at the wB97X-D/6-311G** level of theory revealed that the
interaction of ammonia-borane with FLP 1 leads to the forma-
tion of a three-center-two-electron adduct 4 as intermediate
(Figure 2), which enables dihydrogen transfer from H;N-BHj;
in a concerted manner via a seven-membered transition state,
forming phosphonium-borate 2 and one equivalent of amino-
borane H,N=BH,. The overall process is exergonic, and the
low barrier (AG* = 13.1 kcal'mol~!, AE* = 14.3 kcal-mol ™) for
TS, is in good agreement with the experimentally observed
facile reaction (instantaneous at 0 °C). Additionally, trapping
of the amino-borane H,N=BH, fragment by a second equiva-
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——""T 2,83 N ® .o
0.0 : .
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Figure 2. Gibbs free energy (and electronic energy) profile calculated
for dehydrogenation of ammonia-borane by FLP 1 in kcal-mol .
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lent of FLP 1 makes the overall reaction even more exergonic
(AGrapping = —17.5 keal-mol™, AE,pping = —34.7 kcal-mol™).
Under the same conditions, the reaction of two equivalents
of 1 with the bulkier dimethylamine-borane (Me,NH-BHj;,
DMAB) resulted in rapid formation of the known FLP-H, ad-
duct 2 together with the methylated analogue of 3, compound
5 (Scheme 2). *'P{'H} NMR spectroscopy of the reaction mix-
ture revealed comparable resonance signals as for the reaction
of 1 with AB (6*'P{'H} = 59.0 ppm for the FLP-H, adduct,
and a broad resonance for the methylated heterocycle;
&*'P{'H} = 43.0 ppm). In contrast to 3, the 'Jgp coupling in
5 is significantly smaller and no clear doublet was observed in
the "B{'H} NMR spectrum. DFT calculations at the «»B97X—
D/6-311G** level of theory suggest that the same mechanism
takes place. With an overall barrier (AG) of only
14.1 kcal'mol™! (AE* = 14.5 kcal'mol™'), the experimentally
observed reaction rate is in good agreement with the DFT cal-
culations (see Supporting Information). Interestingly, when a
sample of the reaction mixture was kept for a prolonged period
at room temperature signals of the dimeric (Me,NBH,),
started to appear in the ""B{'H} NMR spectrum due to release
of the Me,N=BH, fragment from 5 and subsequent dimeriza-
tion. This indicates that increasing the steric bulk of the sub-
strate reduces the bond strength of the amino-borane fragment
to FLP 1, which suggests that increasing the steric bulk of the
FLP’s substituents should also prevent adduct formation.

® _~9 ® 8
5 f'BU2P/\BPh2 + MeyNH-BH; —— fBuzﬁ' ?th . fBLIzP\ Pth
THF, rt H HzB —NMe;
2 @
1 2 5

Scheme 2. Reaction of 2 equivalents of FLP 1 with dimethylamine-
borane.

Encouraged by these findings, we set out to design a FLP
system that disfavors amino-borane adduct formation. DFT
calculations at the wB97X-D/6-311G** level of theory
showed that only a slight change of the system could already
prevent adduct formation. FLP rBu,PCH,BMes, (6) bearing
the bulkier mesityl substituents on boron was found to disfavor
adduct formation with Me,N=BH, (AG = 15.8 kcal'mol™!),
which makes 6 an interesting synthetic target for catalytic de-
hydrogenation. Following the same synthetic strategy used for
our previously reported FLP 1,['52! the reaction of tBu,PCH,Li
with one equivalent of CIBMes, cleanly afforded 6 that after
work up was isolated as an orange solid in 99 % yield. The
3TP{'H} and ""B{'H} NMR resonances of 6 are rather similar
compared to 1, namely a sharp singlet at 6 = 26.9 ppm and a
broad singlet at & = 82.5 ppm, respectively. X-ray diffraction
analysis of orange crystals obtained by cooling a saturated
heptane solution of 6 to —20 °C showed that the boron empty
p-orbital is rotated away from the phosphorus lone-pair (tor-
sion angle P1-C1-B1-C11 = 168.9°) and that the boron center
bears a planar arrangement [2(CB1C) = 359.8°], making any
LA-<LB type of interaction negligible in the solid state
(Scheme 3). The physical appearance of FLP 6 is noteworthy;
whereas phenyl-substituted FLP 1 is an oil at room tempera-

ture, the mesityl-substituted analogue 6 is a solid, which facili-
tates the handling of the compound.

CIBMes. o~
S —/———2 = BuP” BMes
Bu,P” L ELO, 78 °C 2 2
-LiCl 6
C1
' Cc11
P1 B1
c2

Scheme 3. Synthesis of FLP 6 (top) and its molecular structure (bot-
tom; ellipsoids at 50 % probability, hydrogen atoms are omitted for
clarity). Selected bond lengths /A and angles /° for 6: P1-Cl
1.8605(17), C1-B1 1.582(3), P1-C1-B1 124.21(12), P1-C1-B1-C11
168.94(12), Z(CB1C) 359.8.

Under similar conditions, FLP 6 (two equivalents) was re-
acted with one equivalent of ammonia-borane in 2-MeTHF (2-
methyltetrahydrofuran) at room temperature. After approxi-
mately 1 h at room temperature, the ""B{'H} and 3'P{'H}
NMR spectra of the reaction mixture revealed that 6 was fully
converted into FLP-H, adduct 7 [6*'P{'H} = 56.5 (s); "B{'H}
= -15.0 (s)] and the five-membered heterocycle 8 [6*'P{'H}
= 58.1 (br. s); "B{!'H} = 1.95 (s), —=23.2 (s)], along with the
formation of traces of dehydrogenation products such as boraz-
ine, cyclotriborazane (CTB) and B-(cyclodiborazanyl)amino-
borohydride (BCDB) and a few unidentified products
(Scheme 4).

© ® _-09

fBuzepl/\BlM932+ tBuzFi/\BMesg unknown
H H H;B—NH, species
7 © ®
PN HsN-BH; 8
2 tBu,P” "BMes, m
6 “2 H Ho,N—BH
R, KRR T
HQN\B,NHZ HN‘B/,NH /
H2 H HaB_NHg
CTB borazine BCDB

Scheme 4. The reaction of 2 equivalents of 6 with dimethylamine-
borane.

Interestingly, heating the reaction mixture to 70 °C led to
almost complete disappearance of H, adduct 7 and heterocycle
8, concomitant with an increase of dehydrogenation products
together with the formation of degradation products, such as
Mes,B=NH, [6"'B{'H} = 44.1 (br. s)]""*! and /Bu,PCH;-BH;
[0*'P{'H} = 39.9 (m); ""B{'H} = —40.8 (d, 'Jpp = 57.8 Hz)],
as was observed by '"B{'H} and 3'P{'H} NMR spectroscopy.
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In addition, regeneration of FLP 6 was observed, suggesting
that 6 could play a role in catalytic amine-borane dehydrogena-
tion, which is significant as only a few FLPs are reported to
catalyze the dehydrogenation of AB.[!2-14]

The labile character of both the FLP-H, adduct 7 and the
five-membered heterocycle 8 inspired us to investigate the pos-
sibility to apply 6 as a catalyst for ammonia-borane dehydroge-
nation. When 4 mol-% of 6 was added to a suspension of
H;N-BH; in 2-MeTHF, 6 was directly converted to H, adduct
7 and heterocycle 8 according to ''"B{'H} and *'P{'H} NMR
spectroscopy. When the reaction mixture was heated to 70 °C,
a modest evolution of dihydrogen gas was visually observed
as bubbles appeared from the reaction mixture. After 20 min-
utes at 70 °C, a mixture of dehydrogenation products was
formed, yet the H, adduct 7 was still observable in both the
'B{'H} and *'P{'H} NMR spectrum, suggesting that this H,
adduct is the resting state of the catalytic cycle. Prolonging
the reaction time to 2 h at 70 °C resulted in an increase of
dehydrogenation B-N products and full degradation of the cat-
alyst to tBu,PCH;*BH; and Mes,B=NH,, and neither free FLP
6 nor the dihydrogen adduct 7 were observed by NMR spec-
troscopy.

DFT calculations at the @wB97X-D/6-311G** level of theory
confirm that dihydrogen adduct 7 is a plausible resting state in
the catalytic dehydrogenation of AB. Similar to 1, the calcula-
tions suggest that the initial interaction via a three-center-two-
electron adduct is followed by a concerted double hydrogen
abstraction step (AG* = 25.1 kcal'mol™!, AE* = 16.3 kcal*
mol~!; Figure 3). This reaction step forming H, adduct 7 and
H,N=BH, was found to be exergonic by 6.13 kcal'mol~! (AG)
and 4.70 kcal'mol™ (AE). The energy barrier for dihydrogen
release from 7 is the rate-determining step (AG* =
27.3 kcal'mol™!, AE* = 28.6 kcal'mol™!), which explains why
H, adduct 7 can be observed by NMR spectroscopy during the
reaction and why release of dihydrogen is observed after the
reaction mixture is heated to elevated temperatures.

tBu,P” “BMes,
HoH
Hu--N:é-'nH @ e
H‘ h tBuzl?ABMesz
tBu,P” “BMes, Lo
] TSe7 H--H
h H 251
~,, _naH Tl T57_5
WN-BLT L (12.3) —_
H" H \ /21.2)
H 9 /(23.9))
— \ ' 1
122 ) ! '
7 (-4.03 i ! ‘
6+NHyBH, .~ (409 HN=BH | / N H,
00 ‘\\ 7 ,' ~\l
‘— \
6.13
(-4.70) \
-
® O 5
tBuzp/\?Mesz 125
b oH (1.84)
7

Figure 3. Gibbs free energy (and electronic energy) profile calculated
for AB dehydrogenation by 6 in kcal-mol™'.

Under our standard catalytic conditions (4 mol-% of 6,
70 °C, 2.1 M DMAB, in 2-MeTHF) dimethylamine-borane was
set for dehydrogenation (Scheme 5). Initial formation of the
FLP-H, adduct 7 was observed by 3'P{'H} NMR spec-
troscopy, while upon heating to 70 °C this species disappeared
and the formation of dimeric (Me,NBH,), was observed in the
"B NMR spectrum, along with traces of other dehydrogena-
tion products as well as the evolution of dihydrogen gas. Pro-
longing the reaction time resulted in an increase of
(Me,NBH,), formation which was monitored by ''B NMR
spectroscopy utilizing a sealed capillary filled with B(OMe);
as internal standard. Over time, FLP 6 continuously consumed
the Me,NH-BHj; substrate, while producing the amino-borane
dimer. Concomitant to the catalytic dehydrogenation, slow de-
composition of the FLP catalyst 6 to 1Bu,PCH;*BH; and sev-
eral other unknown degradation products was observed.
Eventually after 6 days at 70 °C, 6 was completely degraded
and the production of (Me,NBH,), stopped. Important to note
is that in the absence of FLP 6, no dehydrogenation was ob-
served under the same reaction conditions.

MegNH'BHg 05 (NMezBHz)z

@ _©O
tBu,P” " BMes, tBuzP/\IIBMesz
|

6 H H
\/ 7
Hz

Scheme S. Catalytic dehydrogenation of dimethylamine-borane by
FLP 6.

The highest turnover number (TON) was obtained with
4 mol-% catalyst loading at 70 °C, reaching 23 turnovers after
6 days. For comparison, a range of Ru pincer complexes per-
formed the same reaction with TONs of between 2 and 99 after
24 h.2% The turnover frequency (TOF) after approximately
10% conversion of the dimethylamine-borane substrate at
50 °C was found to be 0.62 h~!, which is not high, but is com-
parable with several transition metal complexes reported by
Travieso-Puente and co-workers.[>!! As expected, higher TOFs
were obtained at higher temperatures and after approximately
10% conversion at 60, 70, and 80 °C TOFs of 1.89, 2.65, and
4.36 h™! were obtained, respectively. At these elevated tem-
peratures faster catalyst decomposition was observed resulting
in lower turnover frequencies as the conversion increases.

Since a minor modification of our original FLP
tBu,PCH,BPh, (1) affords tBu,PCH,BMes, (6) that changed
the reactivity towards dimethylamine-borane from stoichio-
metric to catalytic dehydrogenation, we envision that ad-
ditional changes of the P- and B-substituents might further in-
crease the activity of the FLP catalyst, which is an ongoing
endeavor in our laboratories.

Conclusions

tBu,PCH,BPh, (1) conveniently dehydrogenates ammonia-
borane and dimethylamine-borane to form the FLP-H, adduct
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2 and a new five-membered heterocycle 3. DFT calculations
revealed that the underlying mechanism operates via formation
of a three-center-two-electron adduct, which is followed by a
concerted double hydrogen abstraction step involving a seven-
membered transition state. The bulkier tBu,PCH,BMes, (6)
was designed and subsequently synthesized in excellent yields,
and shows catalytic activity towards ammonia-borane and di-
methylamine-borane.

Experimental Section

Materials and Methods: All manipulations were carried out in an
atmosphere of dry nitrogen, using standard Schlenk and drybox tech-
niques. Solvents were purified, dried and degassed according to stan-
dard procedures and stored under 3 A molecular sieves or a sublimed
sodium mirror. '"H and '*C{'H} NMR spectra were recorded on a
Bruker Avance 400 or Bruker Avance 500 and internally referenced to
the residual solvent resonances (CDCly: 'H § = 7.26, *C{'H} ¢ =
77.2; [Dg]THF: 'H 6 = 3.58, 1.72, 3C{'H} J = 67.2, 25.3; C¢D¢: 'H
6=7.16, 3C{'H} 128.1; Tol-dg: 'H 6 = 7.09, 7.01, 6.97, 2.08, 13C{'H}
0 =137.48, 128.87, 127.96, 125.13, 20.43). 3'P{'H}, *'P, "'"B{'H} and
"B NMR spectra were recorded on a Bruker Avance 400 and exter-
nally referenced (85 % H;PO,, BF5-OEt,, respectively). High resolu-
tion mass spectra were recorded on a Bruker MicroTOF with ESI neb-
ulizer (ESI). Melting points were measured in sealed capillaries and
are uncorrected. Bu,PCH,Li,1??! and 1Bu,PCH,BPh, (1)!'>%! were syn-
thesized following literature procedures. 2-MeTHF was purchased
from Sigma Aldrich and subsequently degassed and dried with 3 A
molecular sieves. NH;*BH;, NHMe,-BH;, PBr;, MesMgBr (1 M in
THF), LiAlH,, nBuLi (1.6 M in hexane), tBuLi (1.7 M in pentane),
MelLi (1.6 M in Et,0), BCl; (1 M in heptane) and B(OMe); were pur-
chased from Sigma Aldrich, and all were used without any further
purification.

Preparation of tBu,PCH,BPh,-H, Adduct 2:!'>3! A THF stock solu-
tion of ammonia-borane (28.84 mL, 0.1 M, 2.88 mmol, 1.0 equiv.) was
added to a solution of fBu,PCH,BPh, (1, 1.87 gr, 5.77 mmol,
2.0 equiv.) in THF (15 mL) at 0 °C. After addition, the reaction mix-
ture was warmed to room temperature and all volatiles were removed
in vacuo. The obtained colorless solid was thoroughly washed with n-
pentane (3 X20 mL) and the solids were subsequently dried in vacuo
to afford 2 as a colorless solid (0.536 g, 57 %). Colorless X-ray quality
crystals were obtained from a solution of 2 in n-pentane which was
stored at 4 °C. '"H NMR (400.13 MHz, [Dg]THF, 293 K): 6 = 7.32 (d,
3Jun = 7.1 Hz, 4 H, 0-PhH), 6.97 (t, *Jyy = 7.4 Hz, 4 H, m-PhH),
6.82 (t, 3Jyu = 7.3 Hz, 2 H, p-PhH), 4.96 (dt, Jyp = 453.2, 3y =
4.8 Hz, 1 H, PH), 3.12-2.29 (br. m, 1 H, BH), 1.26 [d, 3Jyp = 14.8 Hz,
18 H, C(CH5)s], 1.19-1.10 (br. m, 2 H, PCH,B). 3'P{'H} NMR
(162.0 MHz, [Dg]THF, 293K): § = —10.1 (s). "B{'H} NMR
(128.4 MHz, [Dg]THF, 293 K): 6 = 59.0 (s) ppm.

Preparation of tBu,PCH,BPh,—~NH,BH, Adduct 3: A THF stock
solution of ammonia-borane (28.84 mL, 0.1 M, 2.88 mmol, 1.0 equiv.)
was added to a solution of rBu,PCH,BPh, (1, 1.87 gr, 5.77 mmol,
2.0 equiv.) in THF (15 mL) at 0 °C. After addition, the reaction mix-
ture was warmed to room temperature and all volatiles were removed
in vacuo. The obtained white solid was thoroughly extracted in n-
pentane (3 X 20 mL). The combined extracts were filtered through a
pad of alumina, which was subsequently flushed with 250 mL eluent
(cyclohexane/ethyl acetate 20:1, resp.). The collected filtrate was dried
in vacuo to afford 3 as a colorless solid (0.754 g, 74 %). X-ray quality
crystals were obtained from a solution of 3 (289 mg) in a pentane/

DCM mixture (7.5 mL : 0.54 mL) which was stored at 4 °C. Mp. (ni-
trogen, sealed capillary): 128 °C. 'TH NMR (400.13 MHz, [Dg|THF,
293K): 0 = 7.29 (d, *Jyyu = 7.1 Hz, 4 H, 0-PhH), 7.03, (t, 3Jypu =
7.4 Hz, 4 H, m-PhH), 6.89 (t, *Jy i = 7.2 Hz, 2 H, p-PhH), 3.37 (br. s,
2 H, NH,), 2.80-1.75 (br. m, 2 H, BH,), 1.19-1.13 (m, 20 H, PCH,B,
C(CH3);3). BC{TH} NMR (100.62 MHz, [Dg|THF, 293 K): § = 157.0
(br. s; ipso-PhC), 132.1 (s; 0-PhC), 127.2 (s; m-PhC), 124.4 (s; p-PhC),
31.8 (d; Jep = 25.8 Hz; C(CHs)3), 28.1 (d; 2Jcp = 1.2 Hz; C(CH,)3),
9.0 (s; PCH,B). 3P{1H} NMR (162.0 MHz, [Dg]THF, 293 K): 6 =
56.7 (br. m). "B{'H} NMR (128.4 MHz, [Dg|THF, 293 K): § =
~1.95 ppm(s; BPh,), —20.7 (d, 'Jg p = 85.5 Hz; PBH,N) ppm. HR-MS
(ESI): 352.2554 [3—-H]*, calcd. for: C,H33B,NP* 352.25312.

Preparation of Mes,BOMe:!?*! A solution of MesMgBr (1 M in THF,
27 mL, 27 mmol, 2.1 equiv.) was added dropwise to a solution of
B(OMe); (1.45mL, 1.35¢g, 13 mmol, 1.0 equiv.) in THF (15 mL),
which resulted in a grey suspension that turned into a brown solution
after heating to 55 °C for 5h and subsequent stirring at room tempera-
ture overnight. The volatiles were removed in vacuo and the mixture
was extracted into n-pentane (40 + 18 mL). The combined extracts
were dried in vacuo to yield a colorless solid (2.98 g, 82 %). Crystalli-
zation of this compound was possible from a solution in hot methanol
(10 mLg™" product) to afford colorless crystals upon cooling. 'H
NMR (500.23 MHz, CDCl;, 293 K): 0 = 6.79 (s, 4 H, MesH), 3.75 (s,
3 H, OCHs;), 2.27 (s, 6 H, p-MesCH;), 2.22 (s, 12 H, o-MesCH3).
BC{'H} NMR (125.80 MHz, CDCl;, 293 K): 6 = 128.3 (br. s; m-
MesC), 54.3 (s; OCHy), 22.4 (s; 0-MesCHj3), 21.3 (s; p-MesCH3), the
signals for ipso-MesC, 0-MesC and p-MesC are unresolved. ""B{'H}
NMR (128.38 MHz, CDCl;, 293 K): 6 = 45.0 (br. s) ppm.

Preparation of Mes,BCl:**! A solution of BCl; (1 M in heptane,
19 mL, 19 mmol, 1.3 equiv.) was added dropwise to a solution of Mes-
,BOMe (4.13 g, 14.8 mmol, 1.0 equiv.) in heptane (20 mL) at room
temperature, after which the mixture was heated overnight at 60 °C.
The reaction mixture was cooled to room temperature and the volatiles
were removed in vacuo to offer pinkish solids that were extracted into
n-pentane (12 + 20 mL). The combined extracts were dried in vacuo,
which afforded a colorless solid (3.86 g, 92 %). X-ray quality crystals
were obtained by recrystallization from hot pentane (2.6 mL-g™! crude
Mes,BCl) and subsequent washing with pentane (0.5 mL-g~! crude) at
—80 °C to afford colorless crystals. Mp. (nitrogen, sealed capillary):
8084 °C (trajectory). '"H NMR (500.23 MHz, CDCl;, 293 K): 6 =
6.83 (s, 4 H, Mes-H), 2.30 (s, 12 H, o-MesCHs), 2.28 (s, 6 H, p-
MesCHs;). 3C{*H} NMR (125.80 MHz, CDCls, 293 K): § = 140.9 (s;
0-MesC), 140.5 (s; p-MesC), 129.0 (s; m-MesC), 23.4 (s; o-MesCH3),
21.4 (s; p-MesCH3), the signal for ipso-MesC is unresolved. "B{'H}
NMR (128.38 MHz, CDCl;, 293 K): 6 = 69.9 (br. s) ppm.

Preparation of tBu,PCH,BMes; (6): A solution of Mes,BCl (3.47 g,
12.2 mmol, 1.0 equiv.) in Et,O (15 mL) was added dropwise to a sus-
pension of Bu,PCH,Li (2.72 g, 16.4 mmol, 1.3 equiv.) in Et,O
(15 mL) at =80 °C and after addition the reaction mixture was warmed
to room temperature. After 2.5 d of stirring at room temperature, the
suspension was concentrated in vacuo which afforded an orange foam.
The foam was extracted into n-pentane (25 mL) and filtered through a
Schlenk filter packed with Celite. Subsequently, the Celite layer was
extracted into pentane (3 X 10 mL) and the combined extracts were
concentrated in vacuo, which afforded an orange solid (4.94 g, 99 %).
X-ray quality crystals were obtained from a solution of 0.45 g of 6 in
I mL of hot heptane (80-85°C) and subsequent slow cooling to
—20 °C. Mp. (nitrogen, sealed capillary): 79-87 °C (trajectory). 'H
NMR (400.13 MHz, C¢Dg, 293 K): 0 = 6.77 (s, 4 H, MesH), 2.43 (s,
12 H, 0-MesCH3), 2.15 (s, 6 H, p-MesCH3), 2.09 (d, 2Jyp = 4.7 Hz,
2 H, PCH,B), 1.08 (d, ZJyp = 10.5 Hz, 18 H, C(CH3);). 3C{'H} NMR
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(100.62 MHz, C¢Dg, 293 K): 0 = 143.4 (only observed in the HMBC
spectrum, 3JC,H coupling with MesH, 0-MesCH;, and PCH,B; ipso-
MesC), 139.1 (s; 0-MesC), 138.3 (s; p-MesC), 129.2 (s; m-MesC),
31.5[d, YJep =25.1 Hz; C(CH3);], 30.0 [d, 'Jep = 14.1 Hz; C(CH3);],
28.1 (only observed in the HSQC spectrum, 'Jey coupling with
PCH,B; PCH,B), 24.1 (2 x s; o-MesCH3), 21.2 (s; p-MesCHy).
3IP{TH} NMR (161.97 MHz, [Dgltoluene, 293 K): 6 = 26.9 (s).
HUB{1H} NMR (128.38 MHz, [Dg]toluene, 293 K): 6 = 82.0 (br. s)
ppm. HR-MS (ESI): 409.3200 [6+H]*, calcd. for C,;H43BP*
409.3190.

Stability of tBu,PCH,BPh,-H, Adduct (2) towards Heating: A
NMR sample containing a solution of 2 in 2-MeTHF was heated to
50 °C for 3 h, after which 3'P{'H} spectroscopy revealed no formation
of tBu,PCH,Ph, and only 2% decomposition to tBu,PCHj;. Subse-
quent heating to 80 °C for 2 h resulted in liberation of dihydrogen and
17% conversion to rBu,PCH,Ph, as well as 18 % decomposition to
tBu,PCH;.

Reaction of tBu,PCH,BMes, (6) with 0.5 Equiv. of NH;BH;: A
screw-cap NMR tube was charged with ammonia-borane (0.0054 g,
0.175 mmol, 1.0 equiv.), tBu,PCH,BMes, (6, 0.1428 g, 0.350 mmol,
2.0 equiv.) and 2-MeTHF (6 mL). The reaction mixture was kept at
room temperature and analyzed after 1 h with 3'P{'H}, ""B{'H} and
"B NMR spectroscopy, showing a mixture of dehydrogenated ammo-
nia-borane products [''B{'H} NMR: 6 = 30.8 (borazine), —4.94
(BCDB), —11.2 (CTB)], along with the formation of the H, adduct 7
[''B NMR: 6 = -15.0 (d, g = 81.1 Hz); 3'P{'H} NMR: § = 56.5
(s)] and five-membered heterocycle 8 [''B NMR: J = 1.92 (s), —23.3
(t, gy = 72.9 Hz); 3'P{'H} NMR: ¢ = 58.1 (br. s)]. Subsequently,
the reaction mixture was heated to 70 °C overnight and a white suspen-
sion was obtained (solids are postulated to be polyborazine) and
3IP{'H}, "B and '"B{'H} NMR spectroscopy revealed complete con-
sumption of the H, adduct 7 and heterocycle 8, as well as an increase
in formation of borazine, polyborazine [''B NMR: J = 24.8 (s)], forma-
tion of two unidentified products [''B NMR: § = —23.4 (s) and —29.8
(s)], decomposition to Mes,B=NH, [''B NMR: ¢ = 43.7 (s)] and
Bu,PCH;'BH; [''B NMR: 0 = —41.6 (dq, Jgu = 964, Ugp =
57.9 Hz; 3'P{'H} NMR: 6 = 39.9 (br. q)], and lastly also regeneration
of FLP 6.

Reaction of /Bu,PCH,BMes, (6) with 25 Equiv. of NH;BH;: A
screw-cap NMR tube was charged with ammonia-borane (0.031 g,
1.357 mmol, 25.0 equiv.), tBu,PCH,BMes, (6, 0.022 g, 0.054 mmol,
1.0 equiv.) and 2-MeTHF (6 mL). The reaction mixture was mixed at
room temperature and directly analyzed by *'P{'H}, "B{'H} and ''B
NMR spectroscopy, which revealed formation of the H, adduct 7 and
the five-membered heterocycle 8. Subsequently, the NMR tube was
heated to 70 °C and analyzed by NMR spectroscopy after 20 and 120
minutes, after which complete consumption of FLP 6 and H, adduct
7 was observed, along with the formation of dehydrogenation products
and dihydrogen gas.

X-ray Crystallography: The single-crystal X-ray diffraction studies
were carried out on a Bruker-Nonius KappaCCD diffractometer at
123(2) K using Mo-K,, radiation (4 = 0.71073 10\) (2, 6) or Bruker D8
Venture diffractometer with Photon100 detector at 123(2) K using Mo-
K, radiation (A = 0.71073 A) (3). Direct Methods (SHELXS-97)[25!
were used for structure solution and refinement was carried out using
SHELXL-2013/2014 (full-matrix least-squares on F?).[2°l Hydrogen
atoms were localized by difference electron density determination and
refined using a riding model (H(B, N, P) free). Semi-empirical absorp-
tion corrections were applied. For 3 an extinction correction was ap-
plied.

2: Colorless crystals, C,;H3,BP-0.5(C;Hg), M, = 372.31, crystal size
0.50 X 0.30 X 0.20 mm, monoclinic, space group C2/c (no.15), a =
32.562(4) A, b = 8.776(1) A, ¢ = 17.801(2) A, f = 118.75(1)°, V =
4459.8(10) A3, Z = 8, p = 1.109 Mg'm=, u(Mo-K,) = 0.13 mm™,
F(000) = 1624, 20,,.x = 55°, 25741 reflections, of which 5128 were
independent (R;,, = 0.039), 243 parameters, 38 restraints, R; = 0.049
[for 4179 I > 20()], wR, = 0.123 (all data), S = 1.03, largest diff.
peak / hole = 0.88 / —0.44 e:A-3,

3: Colorless crystals, C,;H34BoNP, M, = 353.08, crystal size
0.48 X 0.48 X 0.36 mm, triclinic, space group PI (n0.2), a = 9.0523(5)
A, b = 10.2844(6) A, ¢ = 13.0205(8) A, a = 100.971(2)°, f =
108.436(2)°, y = 104.693(2)°, V = 1062.92(11) A3, Z =2, p = 1.103
Mg'm=3, u(Mo-K,) = 0.13 mm~', F(000) = 384, 20,,.x = 55°, 36356
reflections, of which 4902 were independent (R;, = 0.022), 239 param-
eters, 4 restraints, R, = 0.032 [for 4554 I > 2o(])], wR, = 0.085 (all
data), S = 1.05, largest diff. peak / hole = 0.35 / -0.28 erA3,

6: Orange crystals, C,;H,pBP, M, = 408.38, crystal size
0.60 X 0.45 X 0.40 mm, monoclinic, space group P2;/c (no.14), a =
12.842(1) A, b = 10.033(1) A, ¢ = 20.516(2) A, = 104.46(1)°, V =
2559.6(4) A3, Z = 4, p = 1.060 Mg'm>, u(Mo-K,) = 0.12 mm™,
F(000) = 896, 20,,.x = 55°, 24882 reflections, of which 5871 were
independent (R;,, = 0.054), 268 parameters, R; = 0.050 [for 4666
1 > 26(D)], wR, = 0.135 (all data), S = 1.04, largest diff. peak / hole
=040/ -0.35 e:A=.

Crystallographic data (excluding structure factors) for the structures in
this paper have been deposited with the Cambridge Crystallographic
Data Centre, CCDC, 12 Union Road, Cambridge CB21EZ, UK.
Copies of the data can be obtained free of charge on quoting
the depository numbers CCDC-1967181 (2), CCDC-1967182 (3),
and CCDC-1967183 (6) (Fax: +44-1223-336-033; E-Mail:
deposit@ccdc.cam.ac.uk, http://www.ccdc.cam.ac.uk)

Computational Details: All structures were optimized at the
wB97X-D level of theory,”’! using Gaussian 09, Revision D01.?8]
Geometry optimizations were performed using the 6-311G(d,p) basis
set,?*39 and the nature of each stationary point was confirmed by
frequency calculations.

Supporting Information (see footnote on the first page of this article):
Cartesian coordinates for all computed structures and a video of the
catalytic dehydrogenation of DMAB with 6.
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