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ABSTRACT: Treatment of the N-thiophosphorylated iminophos- R’ R? o]

phorane ligands (PTA)=NP(=S)(OR), [PTA = 1,3,5-triaza-7-
phosphaadamantane, 3a and 3b] and (DAPTA)=NP(=S)(OR),
[DAPTA = 3,7-diacetyl-1,3,7-triaza-S-bicyclo[3.3.1]nonane, 4a and
4b] with an equimolecular amount of AgSbF, leads to high-yield
formation of the new one-dimensional coordination polymers [Ag{yz—
N,S-(PTA)=NP(=S)(OR),}],[SbF¢], (5a and 5b) and [Ag{s>-0,S-
(DAPTA)=NP(=S)(OR),}],[SbF¢], (6a and 6b), respectively.
These new (1m1nophosphorane)51lver(I) coordination polymers are
efficient catalyst precursors for the Meyer—Schuster isomerization of
both terminal and internal alkynols. Reactions proceeded in water,
under aerobic conditions and using microwave irradiation as heating

RZ}/ [Agl (1 mol%)
RY by HoO / 160°C / MW X 1
under air R R

et

source, to afford the corresponding a,f-unsaturated carbonyl compounds in excellent yields, without the addition of any
cocatalyst. Remarkably, it should be noted that this catalytic system can be recycled up to 10 consecutive runs (1st cycle 45 min,
99%; 10th cycle 6 h, 97%). ESI-MS analysis of Sa in water has been carried out providing valuable insight into the monomeric

active species responsible for catalytic activity in water.

B INTRODUCTION

During the past decade, construction of new coordination
polymers has emerged as one of the most important research
topics due to their wide application in many fields such as
crystal engineering and coordination and materials chemistry,’
to name a few. In this sense, the water-soluble phosphine PTA
[1,3,5-triaza-7-phosphaadamantane (1), Figure 1] and its
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Figure 1. Structure of ligands 3, 4a, and 4b and their Ag(I)-
coordination polymers Sa, Sb, 6a, and 6b.
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derivatives [i.e., DAPTA, 3,7-diacetyl-1,3,7-triaza-S-
bicyclo[3.3.1]nonane (2), Figure 1] have been previously
used as versatile building blocks for design of both one- and
two-dimensional coordination polymers.” However, to our
knowledge, the ability of their iminophosphorane derivatives
[general formula (PTA)=NR and (DAPTA)=NR, respec-
tively] to act as the cornerstone piece for easy synthesis of new
coordination polymers has been totally neglected. In this sense,
we recently reported the synthesis of the first water-stable
iminophosphorane ligands based on the water-soluble
phosphines PTA and DAPTA [(PTA)=NP(=S)(OR), (R
= Et (3a), Ph (3b); (DAPTA)=NP(=S)(OR), (R = Et (4a),
Ph (4b), see Figure 1] as well as studying their coordination in
a Cu(I) precursor, yielding the corresponding one-dimensional
coordination polymers [Cu{u*-N,S-(PTA)=NP(=S)-
(OR),},],[PF¢],.> These compounds have proved to be
efficient catalysts for copper-catalyzed cycloaddition of azides
and alkynes (both terminal and internal) in water and under
aerobic reaction conditions.

On the other hand, the search for novel efficient organic
methodologies which proceed with high levels of selectivity and
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atom economy (i.e., all atoms of the reaction end up in the final
product) constrtutes one of the major challenges in modern
synthesrs In this sense, isomerization reactions are typical
examples of atom economic processes as no byproducts are
generated. In this regard, isomerization reactions of propargylic
alcohols provide straightforward synthetic routes to a,f-
unsaturated carbonyl compounds which are (i) useful building
blocks in organic synthesis, (ii) advanced intermediates in the
manufacture of aromes and fragrances, and (jii) key structural
units in a large number of biologically active natural products.®

The isomerization process of these propargylic alcohols
proceeds through a formal 1,3-shift of the hydroxyl moiety,

known as the Meyer—Schuster rearrangement (Scheme 1).6

Scheme 1. Meyer—Schuster and Rupe Rearrangements of
Propargylic Alcohols
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This method represents a significant upgrade to more
traditional protocols for synthesis of a,f-unsaturated carbonyl
compounds,” which required the use of Bronsted acids under
harsh reaction conditions, leading usually to nonregioselective
transformations and poor functional group tolerance. In
particular, starting from substrates able to undergo a
competitive Rupe-type rearrangement (Scheme 1), non-
regioselective transformations are usually observed.” In this
sense and with the gradual emergence of new catalysts, both the
Meyer—Schuster and the Rupe rearrangements have gained a
prominent role in organic synthesis,' as clearly exemplified by
their implication in (i) synthetic Il)rotocols for total synthesis of
several natural organic products’ ' and (ii) tandem processes

involving combination of these isomerization processes with
other well-established synthetic organic reactions.*™"
Despite the growing interest in this metal-catalyzed isomer-
ization reaction, efforts devoted to develop catalytic systems
able to operate in environmentally friendly solvents (i.e., water)
have been scarce. In fact, only a very limited number of active
catalysts in the Meyer—Schuster'® or Rupe'” rearrangement of
propargylic alcohols in water have been described to date in the
literature."® This is particularly surprising considering (i) water
is a safe, a nontoxic, an eco-friendly, and a cheap solvent,"’ (ii)
it may give rise to a completely new reactivity, and (iii) the
strong acceleration effect and regioselectivity of many organic
reactions in aqueous media have been previously reported.”’
With these precedents in mind and continuing with our studies
aimed at exploiting the utility of new organometallic complexes
containing the iminophosphorane ligands 3a, 3b, 4a, and 4b in
metal-catalyzed organic reactions in water,”>' herein we
describe (i) the synthesis and characterization of the new
one-dimensional Ag(I) coordination polymers [Ag{u*-N,S-
(PTA)=NP(=S)(OR),}],[SbF¢], (5a and Sb) and [Ag{u*
0,S-(DAPTA)=NP(=S)(OR),}],[SbF,], (6a and 6b), (i)
the high catalytic activity of complex Sa for the regioselective
isomerization of propargylic alcohols into a,f-unsaturated
compounds with both terminal and internal alkynols, without
addition of any cocatalyst, in water, under microwave
irradiation and under air, and (iii) the recyclability of the
catalytic system in water (up to 10 consecutive runs).

B RESULTS AND DISCUSSION

Synthesis and Characterization of the New Silver(l)
Coordination Polymers [Ag{pz-N,S-(PTA)=NP(=S)-
(OR),},ISbFgl, (R = Et (5a), Ph (5b)) and [Ag{u®-O,S-
(DAPTA)=NP(=S)(OR),}],[SbF], (R = Et (6a), Ph (6b)).
Following our previous interest on the design of Ag(I)
coordination polymers containing iminophosphorane ligands
[Ag{-5,S-(CH,) [P{==NP(=S)(OR),}Ph,],}],[SbFc], (n =
4, 6)]** and our recent studies on coordination of the PTA—
iminophosphorane ligands,>*' we decided to investigate
reaction of the iminophosphorane ligands 3a, 3b, 4a, and 4b
with a silver(I) precursor.”*** In this sense, we found that
treatment of the silver(I) precursor AgSbF, with a stoichio-

Scheme 2. Synthesis of the Silver(I) Complexes Sa, Sb, 6a, and 6b
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Figure 2. ORTEP-type view of the unit cell of compound Sb showing the crystallographic labeling scheme. Hydrogen atoms, aryl groups (except the
ipso carbons), and SbF,~ anions have been omitted for clarity. Thermal ellipsoids are drawn at 10% probability level. Selected bond lengths
(Angstroms): Ag(1)—S(1) = 2.517(1); Ag(1)—S(1c) = 2.680(1); Ag(1)—Ag(1c) = 3.1548(8); Ag(1)—N(1b) = 2.301(4); P(1)—N(4) = 1.587(4);
N(4)—P(2) = 1.564(4); P(2)—S(1) = 1.990(2). Selected bond angles (degrees): S(1)—Ag(1)—S(lc) = 105.32(4); S(1)—Ag(1)—Ag(lc) =
50.31(3); S(1)—Ag(1c)—Ag(1) = 55.01(3); Ag(1)—S(1)—Ag(1c) = 74.68(4); P(1)—N(4)—P(2) = 127.0(3); N(4)—P(2)—-S(1) = 115.1(2); P(2)—
S(1)—Ag(1) = 102.33(6); P(2)—S(1)—Ag(1lc) = 115.56(7).
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Figure 3. Part of the polymeric chain of complex Sb showing formation of alternated fused 4- and 14-membered rings (yellow = silver; pink = sulfur;
blue = nitrogen; orange = phosphorus; red = oxygen; gray = carbon).

Figure 4. ORTEP-type view of the unit cell of compound 6a showing the crystallographic labeling scheme. Hydrogen atoms, ethyl groups, the
—(CH,)N(C(=0)CH;)CH,— arm of the ligand 4a that does coordinate to the silver atoms, and the SbFs~ anions have been omitted for clarity.
Thermal ellipsoids are drawn at 10% probability level. Selected bond lengths (Angstroms): Ag(1)—S(1) = 2.515(3); Ag(1)—S(4) = 2.531(3);
Ag(2)-S(1) = 2.371(3); Ag(2)-S(2) = 2.391(3); Ag(3)—S(2) = 2.607(3); Ag(3)—S(3) = 2.606(3); Ag(4)—S(3) = 2.405(3); Ag(4)—S(4) =
2.389(3); Ag(1)—O(8) = 2.384(7); Ag(1)—0(9) = 2.394(8); Ag(3)—0(4) = 2.346(8); Ag(3)—0(16) = 2.339(8); Ag(1)—Ag(2) = 3.124(1);
Ag(1)—Ag(4) = 3.015(1); Ag(2)—Ag(4) = 3.074(2); P(1)—N(4) = 1.58(1); P(2)—N(4) = 1.57(1); P(3)—N(S) = 1.56(1); P(4)—N(S) = 1.576(9);
P(5)—-N(10) = 1.589(9); P(6)—N(10) = 1.555(9); P(7)—N(13) = 1.575(9); P(8)—N(13) = 1.58(1); C(8)—0(4) = 1.25(1); C(25)-0(8) =
1.24(1); C(26)—0(9) = 1.24(1); C(51)—O(16) = 1.23(1). Selected bond angles (degrees): S(1)—Ag(1)—S(4) = 150.5(1); Ag(1)—S(4)—Ag(4) =
75.54(9); S(4)—Ag(4)—S(3) = 164.9(1); Ag(4)—S(3)—Ag(3) = 102.3(1); S(3)—Ag(3)—S(2) = 96.71(9); Ag(3)—S(2)—Ag(2) = 102.8(2); S(2)—
Ag(2)-S(1) = 167.6(1); S(1)—Ag(1)—O(8) = 114.3(2); S(1)—Ag(1)—0(9) = 87.0(2); S(4)—Ag(1)—0O(8) = 89.0(2); S(4)—Ag(1)—0O(9) =
115.5(2); O(8)—Ag(1)—0(9) = 81.2(3); S(2)—Ag(3)—0(4) = 129.0(2); S(2)—Ag(3)—0(16) = 108.0(2); S(3)—Ag(3)—0(4) = 112.3(2); S(3)—
Ag(3)—-0(16) = 132.6(2); O(4)—Ag(3)—0(16) = 82.6(3).

metric amount of the PTA-based iminophosphorane ligands 3a
and 3b, in dichloromethane at room temperature, leads to
selective formation of polymeric complexes [Ag{u*-N,S-
(PTA)=NP(=S)(OR),}],[SbF], (R = Et (5a), Ph (5b);
76—79%, Scheme 2). Both 5a and 5b are formed via selective
bidentate (i) S-coordination of the N-thiophosphoryl fragment
and (ii) N-coordination of one nitrogen atom from the

adamantane ring. In contrast, the DAPTA-base iminophos-
phorane ligands 4a and 4b containing carbonyl groups (C(=
O)CH,) generate, under the same reaction conditions, new
polymeric derivatives [Ag{ﬂZ—O,S—(DAPTA)=NP(=S)—
(OR),}].[SbF], (R = Et (6a), Ph (6b); 87—91%, Scheme

2) via selective bidentate (i) S-coordination of the N-
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Figure S. Core of the polymeric double chain of complex 6a showing only the atoms involved in the chain (yellow = silver; pink = sulfur; blue =

nitrogen; orange = phosphorus; red = oxygen; gray = carbon).

thiophosphoryl fragment and in this case (ii) O-coordination of
the oxygen atom of the C(=0)CH; unit.

Compounds Sa, 5b, 6a, and 6b have been isolated in high
yields as air- and light-stable white solids that behave as 1:1
electrolytes in acetone solutions (A, = 105—11§
Q lcm™mol™!). As we previously described for the
iminophosphorane Cu(I) coordination polymers [Cu{u*N,S-
(PTA)=NP(=S)(OR),},],[PF],,> we found that only
complexes 5 and 6a, which contain ethyl groups in the N-
thiophosphorylated units —P(=S)(OEt),, were soluble in
water (S,s oc values of 5.0 and 7.0 mg mL ™, respectively), while
complexes S and 6b were scarcely soluble in water. Complexes
Sa, Sb, 6a, and 6b have been characterized by means of
standard spectroscopic techniques [IR and *P{'H}, 'H, and
BC{'H} NMR] and elemental analysis, which support the
proposed formulations. Complexation of ligands 3a, 3b, 4a, and
4b to silver is reflected in the *'P{'H} NMR spectra of 5a, 5b,
6a, and 6b (see Experimental Section) by slight variations in
the P=N [AS = 3—-9 ppm; 6p = —31.94 to —10.92 ppm] and
(RO),P=S [AS = 2-S5 ppm; &, = 49.90—55.46 ppm]
resonances. As expected, 'H and "*C{'"H} NMR spectra display
the corresponding phosphine backbone signals of PTA and
DAPTA. The observed preference for S- vs N-coordination of
the iminophosphoranyl units P=N—P(=S)(OR), in com-
plexes Sa, Sb, 6a, and 6b is in complete accord with the well-
known coordination chemistry of N-thiophosphorylated
iminophosphoranes R;P=N—-P=S(OR),, which is almost
entirely dominated by coordination of the sulfur atom.*®
Although formation of formally 1:1 adducts of the starting
reagents [AgSbFyligand] is readily deduced from their
elemental analysis (details are given in Experimental Section),
the real nature of these complexes could only be determined by
single-crystal X-ray diffraction methods. Drawings of the unit
cell and polymeric chains of complexes Sb and 6a are shown in
Figures 2—4; selected bonding parameters for Sb and 6a are
listed in the captions of Figures 2 and 4, respectively.

Concerning the structure of complex Sb (see Figure 2), the
unit cell corresponds to the fragment [Ag{u*N,S-(PTA)=
NP(=S)(OR),}],[SbF¢], containing four silver atoms and
four ligands (PTA)=NP(=S)(OPh), (3b), which gives rise to
a polymeric double chain along the z axis. Thus, this X-ray
analysis unambiguously confirms formation of a 14-membered
dimetalla ring formed by two silver atoms bridged by two
iminophosphorane ligands in a head-to-tail conformation. The
coordination sphere around silver consists of (i) one S-
coordinated (PhO),P=S unit, as suggested by the *'P{'H}
NMR data, and (ii) one N-coordinated amino group from the
aminophosphine ring. The Ag(1)—S(1) (2.517(1) A) bond
length inside the 14-membered dimetalla ring is longer than
those previously described for Ag(I) complexes containing S-
coordinated N-thiophosphorylated bis(iminophosphorane)
ligands™ (Ag—S = 2.324(3)—2.449(2) A) but compare well
with those shown by Ag(I) complexes containing S-coordinated
phosphine—sulﬁdes.26 In contrast, the Ag(1)—N(1b) (2.301(4)
A) bond length is smaller than those previously described for

(i) the silver(I) complex [Ag(PTA)(H,0)][NO;] (Ag—N =
2.441(4) and 2.468(4) A) with tridentate P,N,N’-coordinated
PTA in a polymeric net structure®® and (i) the mixed-metal
Ag(I)/Ru(Il) water-soluble organometallic polymer [CpRu-
(H,0)(u*-P,N-PTA),AgCL,], (Ag—N = 2.423(6) A).>*

Remarkably, intermolecular silver—sulfur interactions take
place leading to a polymeric chain with alternating 14-
membered (Ag—S—P—N—P—C—N-Ag-S—P—N—-P—C-N)
and 4-membered (Ag—S—Ag—S) dimetalla fused rings (see
Figure 3). The Ag(1)—S(1c) (2.680(1) A) bond length can be
reasonably regarded as a real bonding interaction since it falls
within the accepted range for single Ag—S bonds (ca. 2.2—3.0
A)2** A weak silver—silver contact is also present in the
polymer (Ag(1)—Ag(1a) = 3.1548(8) A).”” The existence of all
these intermolecular bonding interactions is clearly reflected in
the S(1)—Ag(1)—S(1c) angle, which deviates considerably
from the expected linearity (105.32(4)°). It is also interesting
to note that bond distances within the P=N—P=S framework
are almost identical (ca. +0.02 A) to those found in the
structure of the free ligand 3b,} indicating that electronic
delocalization of the nitrogen lone pair is maintained upon
coordination of the thiophosphoryl unit to the metal.

In contrast to Sb, the unit cell of complex 6a corresponds to
the fragment [Ag{u>-S,0-(DAPTA)=NP(=S)-
(OEt),]1,[SbF¢],, (see Figure 4), which contains 12 silver
atoms and 12 ligands (DAPTA)=NP(=S)(OEt), (4a).
Selective u*-S,0 coordination of the N-thiophosphoryl
((EtO),P=S) and carbonylic (C(=O)CH,) units of the
iminophosphorane ligand 4a is observed, which acts as a bridge
between the silver atoms, while the nitrogen atoms of the
aminophosphine remain uncoordinated. To our knowledge, 6a
represents the first example of an organometallic complex that
shows O-coordination of DAPTA to a metal”® X-ray
crystallographic analysis revealed formation of an eight-
membered ring (Ag—S—Ag—S—Ag—S—Ag—S)29 in which
three of the silver atoms (Ag(1), Ag(2), and Ag(4)) are closer
[with small Ag—S interactions; Ag(1)—S(1) = 2.514(3) A,
Ag(1)-S(4) = 2.531(3) A, Ag(2)-S(1) = 2.371(3) A, Ag(4)—
S(4) =2.389(3) AJ, adopting a triangle-like disposition,*® while
the fourth silver atom (Ag(3)) is located further away, bridged
to the Ag(2) and Ag(4) atoms by a longer Ag—S interaction
(Ag(3)-S(2) = 2.607(3) A, Ag(3)—S(3) = 2.606(3) A). All
these Ag—S contacts compare well with those previously
described for the polymeric structure of the Ag(I) complex Sb
(see caption of Figure 2). The three Ag—Ag bond lengths
[Ag(1)-Ag(2) = 3.124(1) A, Ag(2)—Ag(4) = 3.074(1) A,
Ag(4)—Ag(1) = 3.015(1) A] are consistent with the presence
of weak silver—silver contacts as in polymer 5b.>” It should be
noticed that the central silver atoms (Ag(2) and Ag(4)) of the
eight-membered ring adopt a pseudolinear arrangement [S(1)—
Ag(2)-S(2) = 167.6(1)° and S(3)—Ag(4)—S(4) = 164.9(1)°],
while the terminal silver atoms display a distorted tetrahedral
geometry [subtending bond angles from 82.6(3)° (O(4)—
Ag(3)—0(16)) to 132.6(2)° (0O(16)—Ag(3)—S(3)) (mean
110.2°) for Ag(3) and from 81.2(3)° (O(8)—Ag(1)—0(9)) to
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150.5(1)° (S(1)—Ag(1)—S(4)) (mean 106.3°) for Ag(1))].
These tetracoordinated silver(I) atoms (Ag(3) and Ag(1))
allow the connection of two eight-membered rings (Ag,S,)
through the O-coordination of the carbonylic unit (C(=
O)CH;) of the iminophosphorane ligand 4a, giving rise to a
polymeric double chain (see Figure S) along the y axis. The
Ag—0 bond lengths [from 2.339(8) A for Ag(3)—0(16) to
2.394(8) A for Ag(1)—0(9)] fall within the previously
reported values for silver(I) complexes containing O-coordi-
nated carbonylic (NC(=O)R) fragments.>’ As we have
previously seen in the case of the free iminophosphorane
ligands® and in the aforementioned polymeric Ag(I) complex
Sb (see Figure 2), the bond distances within the P=N—P=S§
framework are again almost identical (ca. +0.02 A, see caption
to Figure 4), indicating that electronic delocalization of the
nitrogen lone pair is maintained upon coordination of the
thiophosphoryl unit to the metal. As expected, the C=0 bond
distances in 6b [from 1.23(1) (C(51)—0(16) to 1.24(1) A
(C(8)—0O(4)] are slightly longer than those previously
observed in the free ligand 4b (ca. 1.222 A)?

In order to gain more information about the integrity and
nature of the species present in aqueous solution, electrospray
ionization (ESI) mass spectrometric measurements of a
solution of Sa in water were performed.*” Positive ESI mass
spectra recorded upon gentle ionization conditions (cone
voltage U, = 10 V) revealed the presence of a variety of Ag-
containing species readily identified on the basis of their
characteristic isotopic pattern. The base peak corresponds to
the [Ag{(PTA)=NP(=S)(OEt),},]" cation at m/z 755.0, and
additional (i) monomeric species formulated as [Ag{(PTA)=
NP(=S)(OEt),}]* (m/z 431.0) and [Ag{(PTA)=NP(=
S)(OEt),}(H,0)]* (m/z = 449.0) (ii) and dimeric
[Ag,{(PTA)=NP(=S)(OEt),};]*" (m/z 593.0) were also
observed. Assignments were based on accurate m/z determi-
nations as well as comparison of simulated an experimental
isotopic pattern (see Figures ESI-1 and ESI-2 in the
Supporting Information). Interestingly, mononuclear com-
plexes were observed as dominant species in solution,
suggesting that unlike in the solid state complex Sa is
dismantled in aqueous solution to give predominantly
monomeric species. It is apparent that these monomeric
species are readily formed and therefore can be proposed as the
active catalytic species in aqueous medium (see below).

Isomerization of Propargylic Alcohols into «a,f-
Unsaturated Carbonyl Compounds Catalyzed by the
Cationic Ag(l) Compound [Ag{u?-N,S-(PTA)=NP(=S)-
(OE),}1,[SbF¢l, (5a). Although in recent years Ag(I)
complexes containing water-soluble PTA ligands have been
screened for their potential antimicrobial activity”** and
luminescent properties,” their applications as catalysts for
organic transformations in water are virtually unknown.*® With
this precedent in mind, we decided to test the silver(I)
coordination polymers Sa, Sb, 6a, and 6b as potential catalyst
precursors in the Meyer—Schuster rearrangement of prop-
argylic alcohols in aqueous media®** using the isomerization
of the commercially available 1,1-diphenyl-2-propyn-1-ol (7a)
into 3,3-diphenylpropenal (8a) as a model reaction (see
Scheme 3). Thus, in a typical experiment, the corresponding
Ag(I) precursor (1 mol % of Ag) and the propargylic alcohol 7a
were added to 1 mL of water under air using as the heating
source microwave irradiation at 160 °C,*® the course of the
reaction being monitored by gas chromatography. Pleasingly, all
Ag(I) complexes tested were found to be active and selective

Scheme 3. Ag(I)-Catalyzed Isomerization of 1,1-Diphenyl-2-
propyn-1-ol (7a) to 3,3-Diphenylpropenal (8a) Catalyzed by
Complexes Sa, Sb, 6a, and 6b”

H Ph o
Pn>/ [Ag] (1 mol%) )\)J\
Ph H,0 /160 °C/MW N
OH under air Ph H
(7a) (8a)

“Reactions were performed under air with microwave irradiation at
160 °C in water and using 1 mmol of the alkynol 7a. [Substrate]/[Ag]
ratio = 100:1.

catalysts in water, affording 3,3-diphenylpropenal (8a) as the
unique reaction product. Interestingly, the catalytic activity of
complex Sa (containing the ligand PTA—iminophosphorane) is
higher than that of complex 6a (containing the ligand
DAPTA—iminophosphorane) [45 min (99%) vs 1.5 h
(97%)]. A similar catalytic trend has also been found in their
water-insoluble counterpart catalysts Sb and 6b [1 h (98%) vs 3
h (96%)], demonstrating the influence of the iminophosphor-
ane ligand on the reaction rate. The presence of catalytic
amounts of silver(I) complexes Sa, 5b, 6a, and 6b was found to
be essential as no isomerization reaction was observed in their
absence. Use of other reaction conditions (like, for example,
conventional heating, lower temperatures, and/or lower catalyst
loadings) slowed down the reaction considerably; as an
example, using 1 mol % of complex Sa in refluxing water,
20% conversion of 1,1-diphenyl-2-propyn-1-ol into 3,3-
diphenylpropenal was only achieved after 24 h. At this point
it should be noticed that under similar reactions conditions (1
mol % of catalyst loading, in water, at 160 °C, and under
microwave irradiation) InCly is able to catalyze the isomer-
ization reaction of the alkynol 7a into the corresponding enal
8a in a shorter reaction time (S min).16

Under these optimized reaction conditions, the most active
Ag(I) complex [Ag{u*-N,S-(PTA)=NP(=S)-
(OEt),}],[SbF], (5a) was found to be an efficient catalyst
precursor for selective isomerization of a large number of other
terminal propargylic alcohols, highlighting the wide substrate
scope and synthetic utility of this catalytic transformation.
Thus, as observed for 1,1-diphenyl-2-propyn-1-ol (entry 1 in
Table 1), other tertiary alkynols 7b—f underwent selective
isomerization into the corresponding enals 8b—f, which could
be isolated after appropriate chromatographic workup in
excellent yields (91—95%; entries 1—5 in Table 1). An
influence of the electronic properties of the aryl rings on the
reaction rates was observed. Thus, alkynols with electron-
withdrawing groups showed less reactivity (entry 4) as
compared to substrates with electron-donating substituents
(entry S). It is important to note that for the propargylic
alcohol 2-phenyl-3-butyn-2-ol (7f, entry 6), in which the
isomerization process can proceed through the competitive
Rupe-type rearrangement to generate the corresponding a,f-
unsaturated enone (see Scheme 1), exclusive formation of the
a,f-unsaturated enal 8f as a mixture of the corresponding E and
Z stereoisomers in a ca. 3:2 ratio was observed.>” Secondary
terminal alkynols (entries 7 and 8, Table 1) can also be
efficiently and selectively isomerized into the corresponding
enals using complex [Ag{u*-N,S-(PTA)=NP(=S)-
(OEt),}],[SbF¢], (5a) as catalyst in water. Again, reactions
proceeded to completion in the absence of any cocatalyst.
Interestingly, resulting enals 7g—h were exclusively obtained as
the thermodynamically more stable E isomers.>®
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Table 1. Isomerization of Terminal Propargylic Alcohols
7a—h into Enals 8a—h Catalyzed by Complex [Ag{s*-N,S-
(PTA)=NP(=S)(OEt),}],[SbF,], (5a) in Water”

RR___—=" [Ag] (1 mol%) R 0
R by H20/160°Q/MW' 1M
under air R H
(7a-h) (8a-h)
T

entry substrate 7 [min] yield of 8°
1 R'=R?=Ph (7a) 45 8a; 99 (95)
2 R'R*=22-CH,—~C¢H, (7b) 30 8b; 95 (91)
3 R'R*=22-CH,—CH=CH—CH, (7c) 30 8¢; 97 (92)
4 R'=R’=4CH,F (7d) 300 8d; 99 (95)
5 R!'=R*=4-C¢H,Me(7e) 15 8e; 98 (93)
6 R!=Ph, R* = Me (7f) 90 8f; 97 (91)°
7 R'=Ph R*=H (7g) 300 8g; 99 (91)
8  R! = 2-naphthyl, R* = H (7h) 240 8h; 97 (93)

“Reactions were performed under air in a CEM Discover S-Class
microwave synthesizer at 160 °C through moderation of the initial
power (300 W). A 1 mmol amount of the corresponding alkynol was
used (1 mL of water). [Substrate]/[Ag] ratio = 100:1. YDetermined by
GC. Isolated yields after chromatographic workup are given in
brackets. “A mixture of E and Z isomers in ca. 3:2 ratio is formed.

Use of MW heating has received considerable attention as a
new method for one-pot synthesis of silver nanostructures in
solution.® In all the catalytic reactions listed in Table 1,
formation of silver nanoparticles was studied by means of TEM
(transmission electron microscopy) or SEM/EDX (scanning
electron microscopy/energy-dispersive X-ray spectroscopy)
techniques (see Supporting Information), and silver nano-
particles were detected in the reaction (see Supplementary
Infomation). Thus and in order to determine whether the
process is really homogeneous, isomerization of the propargylic
alcohol 7a into the enal 8a promoted by the silver(I) complex
Sa, in the presence of Hg, was studied. The Hg-poisoned
catalytic reactions proceed with the same conversion (99%, 45
min), thus suggesting that the formed silver nanoparticles do
not play a role in this catalytic transformation. This Hg(0)-
poisoning test is the most direct method to distinguishing
homogeneous from heterogeneous catalysis when transition
metals able to form an amalgam are employed.” In line with
this, the isolated silver nanoparticles generated from complex
Sa showed no catalytic activity toward formation of the desired
enal 8a. These experimental facts seem to indicate that possible
catalysis by silver nanoparticles is not involved in this
isomerization process.

Finally, and as shown in Table 2, it is also worth noting that
the activity of complex Sa is not restricted to terminal alkynols,
as the internal propargylic alcohols 9a—d can be also efficiently
transformed into the corresponding enones 10a—d. As
previously observed, complete E stereoselectivity was once
again reached starting from secondary alcohols. The limitation
of this methodology concerns the use of primary propargylic
alcohols RC=CCH,OH, which under standard reaction
conditions give rise to intractable polymeric materials."' The
observed catalytic activity of complex Sa with internal alkynols
seems to indicate that silver(I) hydroxyvinylidene derivatives
are not involved as key intermediate complexes in this
isomerization reaction.*” In this sense, a possible dehydra-
tion/hydration sequence through a carbocation intermediate is
in accord with the experimental fact that electron-rich aryl

Table 2. Isomerization of Internal Propargylic Alcohols 9a—
d into Enones 10a—d Catalyzed by Complex [Ag{s*-N,S-
(PTA)=NP(=S)(OEt),}],[SbF], (5a) in Water®

R R2 0
R == [Ag] (1 mol%) )\)L
3 o -
R® oH Hz0 /160 °C / MW . N .
under air 1
(9a-d) (10a-d)
T
entry substrate 9 [min]  yield of 10°
1 R!'=R?>=R3=Ph (9a) 15 10a; 99 (92)
2 R'=Me; R? = Ph; R® = H (9b) 60 10b; 96 (90)
3 R!=Me; R* = 4-C¢H,OMe; R = H (9¢) 90 10¢; 96 (91)
4 R!'=Ph; R = Ph; R® = H (9d) 30 10d; 99 (94)

“Reactions were performed under air in a CEM Discover S-Class
microwave synthesizer at 160 °C through moderation of the initial
power (300 W). A 1 mmol amount of the corresponding alkynol was
used (1 mL of water). [Substrate]/[Ag] ratio = 100:1. YDetermined by
GC. Isolated yields after chromatographic workup are given in
brackets.

groups on the propargylic alcohol were more reactive than
pl)'olpgargylic alcohols with electron-poor aryl groups (see Table
1).

It is well known that one of the major advantages associated
with the use of water as reaction media in metal-catalyzed
organic reactions is the possibility of recycling the catalyst
previous separation of the organic product formed by simple
extraction with organic solvents (without the need of
recovering the catalyst; see the general procedure for catalyst
recycling in the Supporting Information).”® In addition, the
lifetime of a catalytic system and its level of reusability are very
important factors.*> Thus, under the aforementioned reaction
conditions (Tables 1 and 2) and using as a model reaction
isomerization of the propargylic alcohol 7a, we found that the
catalytic system remains active (97—99% yield) after recycling
up to 10 consecutive times (see Table 3) with a gradual
decrease of the activity after each recycling. Thus, for the first
five cycles less than 2 h was needed to achieve quantitative
conversion, while more than 3 h was required after the fifth
cycle, probably due to both leaching during workup and
decomposition of the catalyst.

Table 3. Ag(I)-Catalyzed Isomerization of the Propargylic
Alcohol 7a into Enal 8a in Water: Catalyst Recycling®

H Ph o)
Ph = [Ag] (1 mol%) M
Ph HoO/160°C /MW N
OH under air Ph H
(7a) (8a)

cycle T [min] yielcll7 TON® cycle T [min] yield TON®

1 45 99 99 6 180 99 592
2 60 99 198 7 180 98 690
3 60 99 297 8 240 99 789
4 90 99 396 9 300 99 1089
S 90 97 493 10 360 97 1189

“Reactions were performed under air in a CEM Discover S-Class
microwave synthesizer at 160 °C through moderation of the initial
power (300 W). A 1 mmol amount of the corresponding alkynol was
used (1 mL of water). [Substrate]/[Ag] ratio = 100:1. YDetermined by
GC. “Cumulative TON values (turnover number = (mol of product/
mol of Ag)).
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H CONCLUSION

In summary, in the present work we described the use, for the
first time, of PTA- or DAPTA-base iminophosphorane ligands
as versatile building blocks for high-yield synthesis of a series of
new Ag(I) coordination polymers [Ag{u*-N,S-(PTA)=NP(=
$)(OR),}].[SbFg], (R = Et (Sa), Ph (5b)) and [Ag{s’-O,S-
(DAPTA)=NP(=S)(OR),}],[SbF], (R = Et (6a), Ph (6b)).
To our knowledge, complexes 6a and 6b represent the first
examples in which coordination of the acetyl group of DAPTA
is achieved. In addition, we have also shown that the complex
[Ag{s*-N,S-(PTA)=NP(=S) (OEt),}],[SbF]. (Sa), always
in neutral conditions, is a highly efficient catalyst precursor for
isomerization of both terminal and internal propargylic alcohols
into a@f-unsaturated carbonyl compounds, which can be
obtained in excellent yields in water. This catalytic system has
also proven to promote chemoselective transformations
producing enals (terminal alkynols) or enones (internal
alkynols) depending on the nature of the propargylic alcohol.
Finally, we must also note that (i) the highly effective catalyst
recycling observed using water as solvent and (ii) the total
atom economy of this process are in good agreement with the
principles of so-called “Green Chemistry”."

B EXPERIMENTAL SECTION

General Comments. All reagents were obtained from commercial
suppliers and used without further purification with the exception of
compounds (PTA)=NP(=S)(OR), (R = Et (3a), Ph (3b)) and
(DAPTA)=NP(=S)(OR), (R = Et (4a), Ph (4b)), which were
prepared by the following methods reported in the literature.®
Propargylic alcohols 7a—h and 9a—d were obtained from commercial
suppliers or synthesized following the classical Midlands procedure.**
Infrared spectra were recorded on a Perkin-Elmer 1720-XFT
spectrometer. For electrospray ionization mass spectrometry (ESI-
MS) studies, a QTOF Premier instrument with an orthogonal Z-spray-
electrospray interface (Waters, Manchester, U.K.) was used operating
in the W mode at a resolution of ca. 15000 (fwhm). The drying and
cone gas was nitrogen set to flow rates of 300 and 30 L/h, respectively.
A capillary voltage of 3.5 kV was used in the positive scan mode, and
the cone voltage was set to U, = 10 V. For accurate mass
measurements, a 2 mg/L standard solution of leucine enkephalin
was introduced via the lock spray needle at a cone voltage set to 45 V
and a flow rate of 30 #L/min. C, H, and N analyses were carried out
with a Perkin-Elmer 2400 microanalyzer. NMR spectra were recorded
on a Bruker DPX300 instrument at 300 (*H), 121.5 (*'P), and 75.4
MHz (®C) using SiMe, or 85% H;PO, as standards. DEPT
experiments have been carried out for all compounds reported in
this paper.

Preparations. Synthesis of Ag(l) Coordination Polymers ([Ag{u*-
N,S-(PTA)=NP(=S)(OR),}1,[SbF¢l, (R = Et (5a), Ph (5b)) and [Ag{u*
O,5-(DAPTA)=NP(=S)(OR),},[SbF4], (R = Et (6a), Ph (6b)). A
solution of the corresponding iminophosphorane ligands 3a, 3b, 4a,
and 4b (1 mmol) in 30 mL of CH,Cl, was treated with AgSbF, (0.343
g 1 mmol) and stirred for 1 h to yield a pale-yellow clear solution. The
solvent was then concentrated (ca. 1 mL) in vacuo, and addition of
diethyl ether (ca. S0 mL) precipitated a white solid, which was washed
with diethyl ether (3 X 10 mL) and dried in vacuo. Sa: Yield 76%
(0.508 g). Anal. Calcd for AgC,,H,,F¢N,O,P,SbS: C, 17.98; H, 3.32;
N, 8.39. Found: C, 18.04; H, 3.29; N 8.45. Conductivity (acetone, 20
°C): 105 Q Lcm*mol ™% IR (KBr, cm™): v 542 (w), 594 (s), 660
(vs), 744 (m), 783 (m), 818 (m), 834 (m), 907 (m), 942 (s), 972 (s),
1010 (vs), 1096 (m), 1161 (m), 1238 (s), 1299 (s), 1369 (m), 1391
(m), 1412 (m), 1447 (m), 1473 (w), 1521 (w), 1635 (w), 1700 (w),
2090 (w), 2984 (m). 3'P{'"H} NMR ((CD,),C=0): § —31.94 (d, *Jpp
= 2.4 Hz, Ph,P=N), 53.62 (d, }Jpp = 2.4 Hz, (RO),P=S) ppm. 'H
NMR ((CD;),C=0): 6 1.39 (t, 6H, *J,yy = 6.9 Hz, OCH,CH,), 4.18
(m, 4H, OCH,CH,), 447 (d, 6H, *J;;p = 9.4 Hz, PCH,N), 4.52 and
4.63 (AB spin system, 3H each, Jyapp = 15.5 Hz, NCH,N) ppm.

BC{'H} NMR ((CD,),C=0): 6 15.63 (d, *Jcp = 9.7 Hz,
OCH,CH,), 5349 (dd, YJp = 50.6 Hz, YJcp = 2.8 Hz, PCH,N),
64.60 (d, ¥ cp = 7.4 Hz, OCH,CH,), 71.98 (d, 3Jcp = 9.9 Hz, NCH,N)
ppm. Sb: Yield 79% (0.603 g). Anal. Calcd for
AgC,gH,,FN,0,P,SbS: C, 2830; H, 2.90; N, 7.33. Found: C,
28.22; H, 2.96; N 7.40. Conductivity (acetone, 20 °C): 110
Q7 l.cm®mol™". IR (KBr, cm™): v $84 (w), 605 (s), 639 (s), 714
(m), 760 (m), 797 (m), 827 (m), 903 (m), 939 (m), 991 (s), 1073
(s), 1087 (w), 1127 (m), 1205 (s), 1297 (s), 1363 (m), 1412 (w),
1507 (w), 1538 (m), 1583 (w), 1669 (w), 1739 (m), 2096 (m), 2974
(m), 3041 (w). *'P{’"H} NMR ((CD;),C=0): § —28.90 (bs, Ph,P=
N), 49.99 (bs, (RO),P=S) ppm. 'H NMR ((CD;),C=0): § 4.35 (d,
6H, *Jyyp = 9.7 Hz, PCH,N), 4.52 and 4.61 (AB spin system, 3H each,
Juams = 13.3 Hz, NCH,N), 7.30-7.51 (m, 10H, CH,,,) ppm.
BC{'H} NMR ((CD;),C=0): 6 53.58 (d, }Jcp = 51.5 Hz, PCH,N),
7259 (d, Jep = 9.5 Hz, NCH,N), 121.88—131.18 (m, CH,,,),
151.74 (d, *Jcp = 8.5 Hz, Cyy,, of OPh) ppm. 6a: Yield 87% (0.644 g).
Anal. Caled for AgC, H,sF¢N,O,P,5bS: C, 21.10; H, 3.54; N, 7.57.
Found: C, 21.17; H, 3.56; N 7.61. Conductivity (acetone, 20 °C): 110
Q7 l.cm®mol™". IR (KBr, cm™): v 483 (w), 591 (m), 623 (m), 659
(s), 702 (w), 753 (s), 781 (s), 839 (w), 894 (s), 956 (s), 989 (s), 1042
(vs), 1095 (w), 1123 (w), 1161 (m), 1223 (vs), 1261 (s), 1303 (s),
1333 (s), 1355 (m), 1428 (s), 1651 (vs), 2929 (w), 2981 (w). *'P{'H}
NMR ((CD;),C=0): § —10.92 (d, *Jpp = 13.7 Hz, Ph,P=N), 53.30
(d, ?Jpp = 13.7 Hz, (RO),P=S8) ppm. 'H NMR ((CD;),C=0): §
1.33 (t, 6H, ¥y = 6.9 Hz, OCH,CH;), 2.09 and 2.12 (s, 3H each,
COCH,), 3.78 (m, 1H, NCH,N), 4.18 (m, 8H, 4H for OCH,CH, and
4H for PCH,NCO), 471 and 5.10 (d, 1H each, Jyy = 14.0 Hz,
NCH,N), 4.88 (m, 1H, PCH,N), 5.66 (m, 2H, 1H for NCH,N and
1H for PCH,N). BC{’H} NMR ((CD,),C=0): & 21.27 (d, ¥J¢p =
8.5 Hz, OCH,CH,), 26.33 and 26.74 (s, COCH,), 45.73 (dd, YJcp =
70.2 Hz, ¥Jcp = 4.0 Hz, PCH,N), 50.94 (dd, Jcp = 69.4 Hz, 3Jcp = 4.8
Hz, PCH,N), 56.05 (dd, YJcp = 59.9 Hz, *Jcp = 2.1 Hz, PCH,N), 66.79
and 72.02 (d, }Jcp = 6.9 Hz, NCH,N), 68.48 (d, YJcp = 6.9 Hz,
OCH,CH;), 174.51 and 174.95 (s, COCH;) ppm. 6b: Yield 91%
(0.761 g). Anal. Calcd for AgC, H,F¢N,O,P,SbS: C, 30.17; H, 3.13;
N, 6.70. Found: C, 30.10; H, 3.09; N, 6.65. Conductivity (acetone, 20
°C): 115 Q L-cm®mol™ . IR (KBr, cm™): v 474 (w), 537 (m), 585
(m), 599 (m), 658 (m), 690 (m), 743 (s), 782 (s), 839 (m), 898 (s),
931 (s), 945 (s), 1022 (s), 1081 (m), 1170 (w), 1153 (w), 1162 (m),
1195 (w), 1212 (s), 1267 (s), 1306 (s), 1320 (s), 1359 (w), 1425 (s),
1460 (w), 1657 (vs), 1891 (w), 1965 (w), 2933 (w), 2988 (w).
3P{'H} NMR ((CD,),C=0): § —14.64 (d, ¥Jpp = 21.4 Hz, Ph,P=
N), 5546 (d, ¥Jp = 214 Hz, (RO),P=S) ppm. 'H NMR
((CD;),C=0): § 199 and 2.01 (s, 3H each, COCH;), 3.50 (m,
1H, NCH,N), 4.04 (m, 4H, PCH,NCO), 4.58 and 5.51 (m, 2H each,
1H for NCH,N and 1H for PCH,N), 5.00 (d, 1H, Ji; = 14.3 Hz,
NCH,N), 7.17-7.40 (m, 10H, CH,.,.) ppm. “C{'H} NMR
((CD,),C=0): § 21.01 and 21.40 (s, COCH,), 39.99 (dd, YJcp =
71.0 Hz, ¥Jcp = 4.8 Hz, PCH,N), 45.20 (dd, YJcp = 69.4 Hz, 3Jcp = 4.2
Hz, PCH,N), 50.42 (dd, YJcp = 59.9 Hz, ¥Jp = 2.7 Hz, PCH,N), 61.52
and 66.75 (d, *Jcp = 6.9 Hz, NCH,N), 122.05—129.73 (m, CH,,,...),
152.39 (d, )Jcp = 74 Hz, Cy, of OPh), 152.44 (d, *Jcp = 8.0 Hz, Cy,
of OPh), 169.13 (s, COCH,), 169.61 (d, ¥Jcp = 2.1 Hz, COCH,) ppm.

General Procedure for Catalytic Propargylic Isomerization in
Water. Under air, a pressure-resistant septum-sealed glass microwave
reactor vial was charged with the corresponding alkynol (1 mmol),
silver catalyst Sa (0.0067 g, 1 mol % of Ag), a magnetic stirring bar,
and distilled water (1 mL). The vial was then placed inside the cavity
of a CEM Discover S-Class microwave synthesizer, and power was
held at 300 W until the desired temperature (160 °C) was reached.
Microwave power was automatically regulated for the remainder of the
experiment to maintain the temperature monitored by a built-in
infrared sensor (the course of the reaction was monitored by regular
sampling and analysis by GC). The internal pressure during the
reaction ranged between 5 and 95 psi. After completion of the
reaction, the organic product was extracted with diethyl ether (3 X S
mL). The organic crude reaction was purified by flash chromatography
over silica gel using EtOAc/hexane (1:10) as eluent. The identity of
the resulting @,f-unsaturated carbonyl compounds was assessed by

dx.doi.org/10.1021/ic400511d | Inorg. Chem. XXXX, XXX, XXX—XXX



Inorganic Chemistry

comparison of their 'H and "*C{'H} NMR spectroscopic data with
those reported in the literature and by their fragmentation in GC/MS.

General Procedure for Catalyst Recycling. The recyclability of the
Ag(I) complex Sa was investigated using isomerization of the
commercially available alkynol 1,1-diphenyl-2-propyn-1-ol (7a) to
3,3-diphenylpropenal (8a) as a model reaction. Under air, a pressure-
resistant septum-sealed glass microwave reactor vial was charged with
the alkynol 7a (0.208 g, mmol), silver catalyst Sa (0.0067 g, 1 mol % of
Ag), a magnetic stirring bar, and distilled water (1 mL). The vial was
then placed inside the cavity of a CEM Discover S-Class microwave
synthesizer, and power was held at 300 W until the desired
temperature (160 °C) was reached. Microwave power was automati-
cally regulated for the remainder of the experiment to maintain the
temperature monitored by a built-in infrared sensor (the course of the
reaction was monitored by regular sampling and analysis by GC). The
internal pressure during the reaction ranged between S5 and 95 psi.
Complete consumption of 7a was observed after 45 min. Aqueous
phase was extracted with diethyl ether (3 X S mL). To the aqueous
layer, 0.208 g (1 mmol) of alkynol 7a was again added, and the
mixture was stirred again under the same conditions for the required
time. This procedure was repeated up to 10 consecutive times.

B ASSOCIATED CONTENT

© Supporting Information

Crystallographic data for Sb and 6a, ESI-MS spectrum of an
aqueous solution of complex Sa, and micrographs of the silver
nanoparticles (TEM and SEM images). This material is
available free of charge via the Internet at http://pubs.acs.org.

B AUTHOR INFORMATION

Corresponding Author

*E-mail: garciajoaquin@uniovi.es.

Notes

The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

We are indebted to the Ministerio de Ciencia e Innovacion
(MICINN) of Spain (Projects CTQ2008-00506, CTQ2010-
14796, and RYC-2011-08451) and Consolider Ingenio 2010
(CSD2007-00006) for financial support. J.G.-A. thanks the
MICINN and the European Social Fund for the award of a
“Juan de la Cierva” and a “Ramén y Cajal” contracts. We are
thankful for the support of the Scientific and Technical Services
(UniOvi) X Ray Single Crystal Diffraction. The authors are also
grateful to the Serveis Centrals d'Instrumentacid Cientifica
(SCIC) of the Universitat Jaume I for providing the mass
spectrometry facilities.

B REFERENCES

(1) For examples of the state of the art books and reviews on
coordination polymers, see: (a) Moulton, B.; Zaworotko, M. J. Chem.
Rev. 2001, 101, 1629. (b) Janiak, C. Dalton Trans. 2003, 2781.
(c) Kitagawa, S.; Kitaura, R;; Noro, S. Angew. Chem., Int. Ed. 2004, 43,
2334. (d) Kitagawa, S.; Uemura, K. Chem. Soc. Rev. 2005, 34, 109.
(e) In Macromolecules Containing Metal and Metal-Like Elements in
Metal-Coordination Polymers; Abd-El-Aziz, A. S., Carraher, C. E,, Jr,,
Pittman, C. U, Jr.,, Zeldin, M., Eds.; Wiley: New York, 2005; Vol. 5.
(f) Robin, A. Y.; Fromm, K. M. Coord. Chem. Rev. 2006, 250, 2127.
(g) In Design and Construction of Coordination Polymers; Hong, M.-C.,
Chen, L., Eds.; Wiley: New York, 2009. (h) Batten, S. R.; Turner, D.
R; Neville, S. M. Coordination Polymers: Design, Analysis and
Application; Royal Society of Chemistry: London, 2009. (i) Fromm,
K. M,; Sagué, J. L,; Mirolo, L. Macromol. Symp. 2010, 291—-292, 75.
(j) Ardash, N. N; Dastidar, P. Chem. Soc. Rev. 2012, 41, 3039.
(k) Vukotic, V. N.; Loeb, S. J. Chem. Soc. Rev. 2012, 41, 5896.

(D Kirillov, A. M,; Kirillova, M. V.; Pombeiro, A. J. L. Coord. Chem.
Rev. 2012, 2741.

(2) (a) Lidrissi, C.; Romerosa, A.,; Saoud, M.; Serrano-Ruiz, M.;
Gonsalvi, L.; Peruzzini, M. Angew. Chem., Int. Ed. 2005, 44, 2568.
(b) Mohr, F; Falvello, L. R;; Laguna, M. Eur. J. Inorg. Chem. 2006,
3152. (c) Serrano-Ruiz, M.; Romerosa, A.; Sierra-Martin, B
Fernandez-Barbero, A. Angew. Chem., Int. Ed. 2008, 47, 8665.
(d) Kirillov, A. M.; Smolenski, P.; Haukka, M.; Guedes da Silva, M.
F. C,; Pombeiro, A. J. L. Organometallics 2009, 28, 1683. (e) Jaremko,
L.; Kirillov, A. M.; Smolenski, P.; Pombeiro, A. J. L. Cryst. Growth Des.
2009, 9, 3006. (f) Lis, A.; Guedes da Silva, M. F. C.; Kirillov, A. M.;
Smolenski, P.; Pombeiro, A. J. L. Cryst. Growth Des. 2010, 10, 5244.
(g) Tu, H. X; Truong, W.-C,; Nichol, G. S.; Zheng, Z. Inorg. Chim.
Acta 2010, 363, 4189. (h) Frost, B. J.; Lee, W.-C.; Pal, K; Kim, T. H.;
VanDerveer, D.; Rabinovich, D. Polyhedron 2010, 29, 2239. (i) Kirillov,
A. M.; Wieczorez, S. W.; Guedes da Silva, M. F. C.; Sokolnicki, J;
Smolenski, P.; Pombeiro, A. J. L. CrystEngComm. 2011, 3, 6329.
(j) Kirillov, A. M.; Wieczorek, S. W.; Lis, A.; Guedes da Silva, M. F. C;
Florek, M.; Krd, ].; Staroniewicz, Z.; Smolenski, P.; Pombeiro, A. J. L.
Cryst. Growth Des. 2011, 11, 2711.

(3) (a) Garcia-Alvarez, J.; Diez, J.; Gimeno, J. Green Chem. 2010, 12,
2127. (b) Garcia-AlvareZ, J.; Diez, J.; Gimeno, J.; Suérez, F. J.; Vincent,
C. Eur. J. Inorg. Chem. 2012, 5854.

(4) See, for example: (a) Trost, B. M. Science 1991, 254, 1471.
(b) Trost, B. M. Angew. Chem, Int. Ed. Engl. 1995, 34, 259.
(c) Sheldon, R. A. Pure Appl. Chem. 2000, 72, 1233. (d) Trost, B. M.
Acc. Chem. Res. 2002, 35, 695. (e) Trost, B. M.; Frederiksen, M. U,;
Rudd, M. T. Angew. Chem., Int. Ed. 2005, 44, 6630. (f) Sheldon, R. A.
Green Chem. 2007, 9, 1273.

(S) See, for example: (a) Jung, M. E. In Comprehensive Organic
Synthesis; Trost, B. M., Fleming, I, Semmelhack, M. F, Eds;
Pergamon Press: Oxford, 1991; Vol. 4, pp 1—67. (b) Lee, V. J. In
Comprehensive Organic Synthesis; Trost, B. M., Fleming, I,
Semmelhack, M. F., Eds.; Pergamon Press: Oxford, 1991; Vol. 4, pp
69—137. (c) Lee, V. J. In Comprehensive Organic Synthesis; Trost, B.
M, Fleming, I, Semmelhack, M. F., Eds.; Pergamon Press: Oxford,
1991; Vol. 4, pp 139—-168. (d) Kozlowski, J. A. In Comprehensive
Organic Synthesis; Trost, B. M., Fleming, I., Semmelhack, M. F., Eds.;
Pergamon Press: Oxford, 1991; Vol. 4, pp 169—198. (e) Bauer, K;
Garbe, D.; Surburg, H. Common Fragrance and Flavor Materials; Wiley-
VCH: Weinheim, 2001. (f) Marsden, S. P. In Science of Synthesis;
Cossy, J., Ed;; Thieme Verlag: Stuttgart, 2004; Vol. 26, pp 1045—1121.
(g) Takeda, T. Modern Carbonyl Olefination; Wiley-VCH: Weinheim,
2004. (h) Escher, L; Glorius, F. In Science of Synthesis; Briickner, R.,
Schaumann, E., Eds.; Thieme Verlag: Stuttgart, 2006; Vol. 25, pp 733—
777.

(6) Meyer, K. H.; Schuster, K. Ber. Dtsch. Chem. Gess. 1922, S, 819.

(7) For example see: Clayden, J.; Greeves, N.; Warren, S.; Wothers,
P. Organic Chemistry; Oxford University Press: Oxford, 2001.

(8) Rupe, H.; Kambli, E. Helv. Chim. Acta 1926, 9, 672.

(9) For early reviews, see: (a) Vartanyan, S. A.; Babanyan, S. O. Russ.
Chem. Rev. 1967, 36, 670. (b) Swaminathan, S.; Narayanan, K. V.
Chem. Rev. 1971, 71, 529.

(10) Three review articles have appeared giving complete overviews
of the different catalysts presently available, their mechanisms of
action, as well as relevant synthetic applications, see: (a) Engel, D. A;
Dudley, G. B. Org. Biomol. Chem. 2009, 7, 4149. (b) Cadierno, V.;
Crochet, P.; Garcia-Garrido, S. E.; Gimeno, J. Dalton Trans. 2010, 39,
4015. (c) Bauer, E. B. Synthesis 2012, 44, 1131.

(11) For example, see: (a) Yamano, Y.; Tode, C.; Ito, M. J. Chem.
Soc., Perkin Trans. 1 1995, 1895. (b) Trost, B. M.; Lee, C. J. Am. Chem.
Soc. 2001, 123, 12191. (c) Trost, B. M.; Livingston, R. C. J. Am. Chem.
Soc. 2008, 130, 11970. (d) Stefanoni, M; Luparia, M.; Porta, A;
Zanoni, G.; Vidari, G. G. Chem.—Eur. ]. 2009, 15, 3940. (e) Ramén,
R. S,; Gaillard, S.; Slawin, A. M. Z.; Porta, A.; D’Alfonso, A.; Zanoni,
G.; Nolan, S. P. Organometallics 2010, 29, 366S. (f) Zanoni, G;
D’Alfonso, A.; Porta, A.; Feliciani, L.; Nolan, S. P.; Vidari, G.
Tetrahedron 2010, 66, 7472. (g) Hodgson, D. M; Talbot, E. P. A,

dx.doi.org/10.1021/ic400511d | Inorg. Chem. XXXX, XXX, XXX—XXX


http://pubs.acs.org
mailto:garciajoaquin@uniovi.es

Inorganic Chemistry

Clark, B. P. Org. Lett. 2011, 13, 5751. (h) Fresneda, M. A;; Alibés, R;
Font, J.; Bayon, P.; Figueredo, M. J. Org. Chem. 2012, 77, 5030.

(12) For tandem isomerization rearrangement and addition or
condensation reactions, see: (a) Onodera, G.; Matsumoto, H.;
Nishibayashi, Y.; Uemura, S. Organometallics 2005, 24, 5799.
(b) Cadierno, V.; Diez, J.; Garcia-Garrido, S. E.; Gimeno, J.; Nebra,
N. Adv. Synth. Catal. 2006, 348, 2125. (c) Sarma, R.; Prajapati, D.
Synlett 2008, 3001. (d) Bhuvaneswari, S.; Jeganmohan, M.; Cheng, C.-
H. Chem. Asian J. 2010, S, 141. (e) Borge, J.; Cadierno, V.; Diez, J;
Garcia-Garrido, S. E.; Gimeno, J. Dyes Pigm. 2010, 87, 209.
(f) Cadierno, V.; Gimeno, J; Nebra, N. ChemCatChem 2010, 2,
519. (g) Rieder, C. J.; Winberg, K. J.; West, F. G. J. Org. Chem. 2011,
76, 50. (h) Alcaide, B.; Almendros, P.; Quirds, M. T. Adv. Synth. Catal.
2011, 353, 58S. (i) Trost, B. M.; Breder, A. Org. Lett. 2011, 13, 398.

(13) For tandem Meyer—Schuster rearrangement and reduction
sequence, see: Nolin, K. A,; Ahn, R. W.; Kobayashi, Y.; Kennedy-
Smith, J. J.; Toste, F. D. Chem.—Eur. J. 2010, 16, 9555.

(14) For tandem Meyer—Schuster rearrangement and oxirane ring-
opening reaction, see: Dai, L.-Z.; Shi, M. Chem.—Eur. J. 2008, 14,
5538.

(15) For tandem Meyer—Schuster and alkylation or arylation
reactions, see: (a) Trost, B. M.; Luan, X.; Miller, Y. J. Am. Chem.
Soc. 2011, 133, 12884. (b) Pennell, M. N.; Unthank, M. G.; Turner, P.;
Sheppard, T. D. J. Org. Chem. 2011, 76, 1479.

(16) For Hg(II) catalyst active in water, see: (a) Yadav, J. S.; Prahlad,
V.; Muralidhar, B. Synth. Commun. 1997, 27, 341S.  For Ru(II)
catalysts active in water, see: (b) Suzuki, T.; Tokunaga, M.; Wakatsuki,
Y. Tetrahedron Lett. 2002, 43, 7531. (c) Hintermann, L.; Kribber, T;
Labonne, A.; Paciok, E. Synlett 2009, 2412. (d) dAlessandro, N.; Di
Deo, M.; Bonetti, M.; Tonucci, L.; Morvillo, A.; Bressan, M. Eur. J.
Inorg. Chem. 2004, 810. For Au(I) catalyst active in water, see:
(e) Ramodn, R. S,; Marion, N.; Nolan, S. P. Tetrahedron 2009, 65, 1767.
(f) Gaillard, S.; Bosson, J; Ramén, R. S.; Nun, P.; Nolan, S. P.
Chem.—Eur. ]. 2010, 16, 13729. (g) Nolan, S. P. PCT Int. Appl.
WO02011/107736, 2011. (h) Merlini, V.; Gaillard, S.; Porta, A;
Zanoni, G.; Vidari, G.; Nolan, S. P. Tetrahedron Lett. 2011, 52, 1124.
See also ref 11e. For In(III) catalyst active in water, see: (i) Cadierno,
V.; Francos, J.; Gimeno, J. Tetrahedron Lett. 2009, 50, 4773. For a
recent review covering isomerization of propargylic alcohols in water,
see: (j) Garcia-Alvarez, J.; Garcia-Garrido, S. E.; Crochet, P.; Cadierno,
V. Curr. Top. Catal. 2012, 10, 35. (k) For a recent chapter of a book,
see: Cadierno, V.; Garcia-Alvarez, J.; Garcia-Garrido, S. E. In Metal
Catalyzed Reactions in Water; Dixneuf, P. H., Cadierno, V., Eds.; Wiley-
VCH Verlag Gmbh & Co.: Weinheim, Germany, 2013.

(17) We must note that some Rupe and Meyer—Schuster
rearrangements have been performed in water, under supercritical
conditions, without the aid of metal complexes: An, J.; Bagnell, L,
Cablewski, T.; Strauss, C. R.; Trainor, R. W. J. Org. Chem. 1997, 62,
2508S.

(18) Other nonconventional solvents, like ionic liquids, have been
successfully applied as reaction media in the isomerization of a variety
of propargylic alcohols, see: (a) Garcia-Alvarez, J.; Diez, J.; Gimeno, J.;
Seifried, C. M. Chem. Commun. 2011, 47, 6470. (b) Garcia-Alvarez, Js
Diez, J.; Gimeno, J.; Seifried, C. M,; Vidal, C. Inorg. Chem. 2013, S2,
DOI: 10.1021/ic4003687. See also ref 12c.

(19) Catalytic processes in water are genuine examples of Green
Chemistry. For fundamental principles see, for example: (a) Anastas,
P. T.; Warner, J. C. Green Chemistry: Theory and Practice; Oxford
University Press: Oxford, 1998. (b) Matlack, A. S. Introduction to Green
Chemistry; Marcel Dekker: New York, 2001. (c) Lancaster, M. Green
Chemistry: An Introductory Text; RSC: London, 2002.

(20) (a) Jod, F. Aqueous Organometallic Catalyst; Kluwer: Dordrecht,
2001. (b) In Aqueous-Phase Organometallic Catalysis; Cornils, B,
Hermann, W. A, Eds.; Wiley-VCH: Weinheim, 2004. (c) Wang, M.;
Li, C.-J. Top. Organomet. Chem. 2004, 11, 312. (d) In Multiphase
Homogeneous Catalysis; Cornils, B.,, Hermann, W. A,, Horvath, I. T,
Leitner, W., Mecjing, S., Olivier-Bourbigou, H., Vogt, D., Eds.; Wiley-
VCH: Weinheim, 2005. (e) Li, C.-J. Chem. Rev. 2005, 10S, 3095.
() Li, C.-J.; Chen, L. Chem. Soc. Rev. 2006, 35, 68. (g) Chen, L,; Li, C.-

J. Adv. Synth. Catal. 2006, 348, 1459. (h) In Comprehensive Organic
Reactions in Aqueous Media, 2nd ed.; Li, C.-J., Chan, T.-H., Eds.; Wiley:
Hoboken, NJ, 2007. (i) In Organic Reactions in Water; Lindstrom, U.
M., Ed.; Blackwell Publishing: Oxford, 2007. (j) In Organic Reactions in
Water-Principles, Strategies and Applications; Lindstrém, V. M., Ed,;
Wiley-Blackwell: Chichester, West Sussex, UK, 2007. (k) In Handbook
of Green Chemistry, Green Solvents; Li, C.-]., Anastas, P. T., Eds.; Wiley-
VCH: Weinheim, Germany, 2011; Vol. § (Reactions in Water).

(21) Garcia-Alvarez, J,; Diez, J.; Vidal, C. Green Chem. 2012, 14,
3190.

(22) Cadierno, V.; Diez, J.; Garcia—Alvarez, J.; Gimeno, ]J. Dalton
Trans. 2007, 2706.

(23) We synthesized iminophosphorane 3a, 3b, 4a, and 4b applying
the procedure previously described by Majoral and co-workers, see:
Benhammou, M.; Kraemer, R.; Germa, H.; Majoral, J.-P.; Navech, J.
Phosphorus Sulfur Relat. Elem. 1982, 14, 105.

(24) For Ag(I) complexes containing PTA ligand, see: (a) Santini,
C.; Pellei, M.; Papini, G.; Morresi, B.; Galassi, R;; Ricci, S.; Tisato, F.;
Porchia, M.; Rigobello, M. P.; Gandin, V.; Marzano, C. J. Inorg.
Biochem. 2011, 105, 232. (b) Pettinari, C.; Marchetti, F.; Lupidi, G;
Quassinti, L.; Bramucci, M.; Petrelli, D.; Vitali, L. A.; Guedes da Silva,
M. E. C; Martins, L. M. D. R. S.; Smolenski, P.; Pombeiro, A. J. L.
Inorg. Chem. 2011, 11173 and refs 2a, 2b, 2f, and 2i.

(25) (a) Larré, C; Donnadieu, B.; Caminade, A.-M.; Majoral, J. P.
Chem.—Eur. J. 1998, 4, 2031. (b) Rossell, O.; Seco, M.; Caminade, A.-
M.; Majoral, J. P. Gold Bull. 2001, 34, 88. (c) Turrin, B.; Donnadieu,
B.; Caminade, A.-M.; Majoral, J. P. Z. Anorg. Allg. Chem. 2005, 631,
2881. (d) Maraval, A.;; Magro, G.; Maraval, V.; Vendier, L.; Caminade,
A.-M.; Majoral, J. P. J. Organomet. Chem. 2006, 691, 1333.
Iminophosphorane ligands 3a, 3b, 4a, and 4b also showed preferential
S-coordination of the P=N—P=S framework in Cu(I) (ref 3) and
Pd(II) fragments (ref 21).

(26) See, for example: (a) Wang, S.; Fackler, J. P., Jr.; Carlson, T. F.
Organometallics 1990, 9, 1973. (b) Bembenek, E.; Crespo, O.;
Gimeno, M. C,; Jones, P. G.; Laguna, A. Chem. Ber. 1994, 127, 835.
(c) Gimeno, M. C,; Jones, P. G; Laguna, A,; Sarroca, C. J. Chem. Soc,
Dalton Trans. 1995, 3563. (d) Gimeno, M. C.; Jones, P. G.; Laguna,
A.; Sarroca, C. J. Chem. Soc,, Dalton Trans. 1998, 1277. (e) Canales, S.;
Crespo, O.; Gimeno, M. C,; Jones, P. G.; Laguna, A. ]. Organomet.
Chem. 2000, 613, 50. (f) Wilton-Ely, J. D. E. T.; Schier, L. A;
Schmidbaur, H. J. Chem. Soc, Dalton Trans. 2001, 3647. (g) Liu, H,;
Bandeira, N. A. G; Calhorda, M. J; Drew, M. G. B; Félix, V,;
Novosad, J.; de Biani, F. F.; Zanello, P. J. Organomet. Chem. 2004, 689,
2808. (h) Crespo, O.; Brusko, V. V,; Gimeno, M. C.; Tornil, M. L;
Laguna, A.; Zabirov, N. G. Eur. J. Inorg. Chem. 2004, 423.

(27) Metal-metal interactions in d'® metal complexes is a well-
known phenomena. For reviews covering this topic, see: (a) Pyykks,
P. Chem. Rev. 1997, 97, 597. (b) Bardaji, M.; Laguna, A. Eur. ]. Inorg.
Chem. 2003, 3069. (c) Che, C.-M.; Lai, S.-W. Coord. Chem. Rev. 2008,
249, 1296. (d) Phillips, D. L.; Che, C.-M.; Leung, K. H.; Mao, Z.; Tse,
M.-C. Coord. Chem. Rev. 2008, 249, 1476.

(28) A search of the Cambridge Structural Database scored no hits
for other structures containing O-coordinated DAPTA. (a) Allen, F.
H. Acta Crystallogr,, Sect. B: Struct. Sci. 2002, 58, 380. (b) Cambridge
Structural Database, version 5.33 with updates to Nov 2011.

(29) Formation of eight-membered rings Ag,S, is well known in
organometallic chemistry; for recent examples, see: (a) Castineiras, A.;
Pedrido, R. Inorg. Chem. 2008, 47, 5534. (b) Pedrido, R.; Gonzélez-
Noya, A. M.; Romero, M. J.; Martinez-Calvo, M.; Vazquez-Lopez, M,;
Gomez-Forneas, E.; Zaragoza, G.; Bermejo, M. R. Dalton Trans. 2008,
6776. (c) MacDonald, D. G.; Corrigan, J. F. Dalton Trans. 2008, 5048.
(d) Vicente, J.; Gonzilez-Herrero, P.; Garcia-Sanchez, Y.; Jones, P. G.
Inorg. Chem. 2009, 48, 2060.

(30) Similar homometallic three-membered rings Ag; that belong to
a bigger (Ag,S,) (n > 4) rings have been previously reported, for
example, see: (a) Henkel, G; Betz, P.; Krebs, B. Angew. Chem., Int. Ed.
1987, 26, 145. (b) Falckler, J. P., Jr.; Lopez, C. A.; Staples, R. J.; Wang,
S.; Wunpenny, R. E. P.; Lattimer, R. P. Chem. Commun. 1992, 146.
(c) Wang, X.-J.; Langetepe, T.; Persau, C.; Kang, B.-S.; Sheldrick, G.

dx.doi.org/10.1021/ic400511d | Inorg. Chem. XXXX, XXX, XXX—XXX



Inorganic Chemistry

M.; Fenske, D. Angew. Chem., Int. Ed. 2002, 41, 3818. (d) Tang, K;
Xie, X;; Zhao, L,; Zhang, Y,; Jin, X. Eur. J. Inorg. Chem. 2004, 78.
(e) Bermejo, M. R;; Gonzilez-Noya, A. M.; Pedrido, R. M.; Romero,
M. J; Vazquez, M. Angew. Chem., Int. Ed. 2005, 44, 4182.

(31) (a) Zheng, S.-L.; Zhang, J.-P.; Wong, W.-T.; Chen, X.-M. J. Am.
Chem. Soc. 2003, 125, 6882. (b) Zhang, J.-P.; Wang, Y.-B.; Hueng, X.-
C.; Lin, Y.-Y,; Chen, X.-M. Chem.—Eur. ]. 2005, 11, 552. (c) Zhang, J,-
P,; Lin, Y.-Y,; Huang, X.-C.; Chen, X.-M. Inorg. Chem. 2005, 44, 3146.

(32) ESI-MS has become an important technique in solution
speciation studies related analysis of catalytic processes. See, for
example: (a) Chen, P. Angew. Chem. 2003, 115, 2938. Angew. Chem.,
Int. Ed, 2003, 42, 2832. (b) Santos, L. S.; Knaack, L.; Metzger, J. O.
Int. ]. Mass Spectrom. 2005, 246, 84. (c) Eberlin, M. N. Eur. J. Mass
Spectrom. 2007, 13, 19. (d) Santos, L. S. Eur. J. Org. Chem. 2008, 235.
(e) Jirasko, R;; Holcapek, M. Mass Spectrom. Rev. 2011, 30, 1013.
(f) Bellarosa, L.; Diez, J.; Gimeno, J.; Lledds, A.; Suérez, F. J.; Ujaque,
G.; Vicent, C. Chem.—Eur. J. 2012, 18, 7749.

(33) Among other transition metal catalysts, Ag(I) salts have
generally been considered to have a low catalytic efficiency and only
serve as either cocatalysts or Lewis acids. However, in recent years,
Ag(I) salts have been demonstrated to be important and versatile
catalysts for some organic transformations in water: (a) Wei, C; Lj,
Z.; Li, C.-J. Org. Lett. 2003, S, 4473. (b) Yao, X;; Li, C.-J. Org. Lett.
2008, 7, 4395. (c) Zhang, X.; Zhou, Y.; Wang, H.; Guo, D.; Ye, D.; Xu,
Y,; Jiang, H.; Liu, H. Green Chem. 2011, 13, 397. (d) Fu, X.-P,; Liu, L;
Wang, D.; Chen, Y.-J; Li, C.-J. Green Chem. 2011, 13, 549. (e) Rustagi,
V.; Aggarwal, T.; Verma, A. K. Green Chem. 2011, 13, 1640.
(f) Lockner, J. W.; Dixon, D. D.; Risgaard, R;; Baran, P. S. Org. Lett.
2011, 13, 5628. (g) Liu, X.; Wang, Z.; Cheng, X.; Li, C.-J. J. Am. Chem.
Soc. 2012, 134, 14330.

(34) For recent examples of Ag(I)-catalyzed isomerization of
propargylic alcohols in conventional organic solvents, see: (a) Egi,
M.,; Umemura, M.; Kawai, T.; Akai, S. Angew. Chem,, Int. Ed. 2011, 50,
12197. (b) Kikuchi, S.; Yoshida, S.; Sugawara, Y.; Yamada, W.; Cheng,
H.-M.; Fukui, K; Sekine, K.; Iwakura, L; Ikeno, T.; Yamada, T. Bull.
Chem. Soc. Jpn. 2011, 84, 698. (c) Pennell, M. N.; Turner, P. G;
Sheppard, T. D. Chem.—Eur. ]. 2012, 18, 4748.

(35) Gold complexes have been also reported as efficient catalysts for
Meyer—Schuster rearrangements. For a recent review, see: Corma, A,;
Leyva-Pérez, A.; Sabater, M. J. Chem. Rev. 2011, 111, 1657.

(36) It is nowadays well recognized that use of microwave (MW)
irradiation represents a convenient alternative to conventional thermal
heating in organic synthesis since a more effective energy transfer to
the system takes place, thus shortening considerably the reaction times
and improving in many cases the product yields. See, for example:
(a) In Microwaves in Organic Synthesis; Loupy, A., Ed.; Wiley-VCH:
Weinheim, 2006. (b) Kappe, C. O.; Dallinger, D.; Murphee, S. S.
Practical Microwave Synthesis for Organic Chemists; Wiley-VCH:
Weinheim, 2009. (c) In Microwave Heating as a Tool for Sustainable
Chemistry; Leadbeater, N. E., Ed.; CRC Press: Boca Raton, 2011.

(37) This total Meyer—Schuster vs Rupe selectivity was also
previously observed for other catalysts in water. See, for example, ref
16h.

(38) Such an E selectivity with secondary alkynols has been also
observed using other catalyts. See, for example, refs 11d, e, 16h, and
18,and (a) Cadierno, V.; Garcia-Garrido, S. E.; Gimeno, J. Adv. Synth.
Catal. 2006, 348, 101. (b) Antifiolo, A.; Carrillo-Hermosilla, F.;
Cadierno, V.; Garcia-Alvarez, J.; Otero, A. ChemCatChem 2012, 4, 123.

(39) For a recent account see: Nadagouda, M. N.; Speth, T. F;
Varma, R. S. Acc. Chem. Rev. 2011, 7, 469.

(40) See, for example: Wildegren, J. A; Finke, R. G. J. Mol. Catal. A:
Chem. 2003, 198, 317 and references therein.

(41) Primary propargylic alcohols have proven to be very difficult
substrates for the Meyer—Schuster reaction. To our knowledge, only
one successful methodology has been described to date in the
literature, see: Egi, M.; Yamaguchi, Y.; Fujiwara, N.; Akai, S. Org. Lett.
2008, 10, 1867.

(42) For a recent book covering the synthesis, reactivity, and catalytic
applications of transition-metal vinylidenes and allenylidene com-

plexes, see : In Metal Vinylidenes and Allenylidenes in Catalysis: From
Reactivity to Applications in Synthesis; Bruneau, C., Dixneuf, P. H., Eds,;
Wiley-VCH: Weinheim, 2008.

(43) In Recoverable and Recyclable Catalyst; Benaglia, M., Ed.; John
Wiley & Sons: Chichester, 2009.

(44) Midland, M. M. J. Org. Chem. 1975, 40, 2250.

dx.doi.org/10.1021/ic400511d | Inorg. Chem. XXXX, XXX, XXX—XXX



