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2 J1.G. VERKADE

A. INTRODUCTION

Much controversy has surrounded the degree of pi back-bonding which may accompany
sigma donation in the link connecting a phosphorus lipand to the acceptor species. Experi-
mental evidence from a variety of sources has been interpreted either to support or to deny
a substantia} pi effect. A detailed analysis of all of these arguments is not within the purview
of this article and it will appear elsewhere !, The aspects of the cantroversy treated herein
will be restricted to evidence bearing directly on the resulis of our studies.

Phosphorus—acceptor bonds occur very extensively and most of the metals as well as
several non-metals can be lipated with irivalent phosphorus compounds. Although zero-
valent or divalent metals are generally involved, formal metallic oxidation states from -1
to +4 can be stabilized and a wide variety of coordination numbers and geometries can be
found among them. Many function as hydrogenation, polymerization or oxo catalysts;
lubricant additives; pesticides; fuel additives; bactericides; antioxidants and blowing agents
and several contain molecular nitrogen. A forthcoming review of the coordination compounds
of trivalent organophosphines? and organophosphites, phosphonites, phosphinites and
aminophosphines® contains their syntheses and provides a compilation of the complexes
dlong with their properties and uses.

The primary objective in our investigations in this area over the past ten years has been
the pathering of spectroscopic information which would permit some definite concliusions
to be made regarding the nature of the phosphorus—acceptor link. Spectroscopic quantities
which to varying degrees of certainty are indicative of the bonding in a phosphorus—accep-
tor (PA) link are the ligand field parameter 10Dg, the stretching frequency »(PA), the spin—
spin coupling constant *JA®* P-(where A is an NMR active nucleus) and J** PA®' P, the *'P
and 'H NMR chemical shifts, and the PA internuclear distance. The trends in these param-
eters will be interpreted after commenting on certain important aspects of the bonding and
structure in the ligand systems.

The trivalent phosphorus ligands we chose to study varied in electronegativity in order
for us to explore possible correlations of this parameter with trends in the spectroscopic
quantities obtained from the complexes. The organophasphorus ligands also fell into two
structural classes, namely polycyclic and acyclic. The bonding in these two types of ligands
and their complexes is not identical and as will be developed later, this difference is nor
primarily the resuit of the reduced steric requirements of the polycyclics.

B. LIGANDS
{i) Syntheses

Of particular importance in our investigations has been the use of polycyclic phosphites
such sas la, first reported by us¥3, and II, synthesized by Stetter and Steinacker®. Although

open-chain organophosphorus ligands are either commercially available or can be synthesized
by standard techniques found in the literature, the syntheses maicly developed in our labo-



METAL-PHOSPHORUS BONDING IN COORDINATION COMPLEXES 3

OCH,

- S
PZOCH; —C—R
r “ocH”
R R
i Me Ih  NO; L
-~

b Et 1i CH,0H o §
Ic n-Pr Ij CaHg
Id n-Pentyl 14 CgHia It
Ie H 1 CioHay
If CHz Br Im CigHaz
Ig Ph In CH, 00CC(MeYCH,

ratories for those of the bicyclo[2.2.2] octane 7 variety are now summarized and those re-

ported by others will be cited for completeness.
As shown in eqns. (1)—(5), transesteriftcation of the appropriate trialcohol with P(OR);,
or HC! elimination in the presence of PCl;, leads to phosphites fa—Il, {n and [L

PC1, + trialcohol 2S5HsN, 1ae 1015 g16 116 + 3 CsHN-HCL

Ial?, Ib**, [h'® + 3 HCI

B(OMe); + trialcohol L, 128, ib?, Ic!?, 1d*L, [e!2, If*5, I® + 3 MeOH (2)
P(OE1); + (HOCH3 )2 CCH; OH 2% §i® + 3 EtOH Q)
P(OPh); + (HOCH,)sCR 2> [i—Im?? (@)

Yields are generally in excess of 50% and Ib is commerciaily available (Aldrich Chemical
Company and Frinton Laboratories). Reaction of {i with methacryl chloride forms In®.
Reaction of P{OPh), or P(OBu); with the proper polyalcohol affords P[OCH, C(CH2 )3 P]a,
O[CH; C(CH; 0)3P] 4 and Pg [(OCH; ) CCH; OCH, C(CH; 0), ~H, OCH; C(CH; 0)3] 5

(ref. 18), all of which. presumably contain bicyclic phosphite moicties. Bicyclic phosphite
compounds of this type and of type I function as flame retardants'® '?, vinyl resin stabi-
lizers ' 7+ 1® and antioxidants 7.

An interesting reaction resulting in a 52% yield of [a%? is analogous to an elimination
reaction discovered earlier in which I is formed (vide infra). In the decomposition (betow)?,
R can be PRCH; or H, the latter compound probably having been formed by the hydrolysis
of Ia aithough no details were given. The hydrolysis of Ia gives two isomers of the starting
material in reaction (5), both of which quantitatively dehydrate* in vacuum to la.
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Me O\’ A
b /P(O)H ~vacoum ™ ROH + la (5)
ROCH, O

A bicyclic phosphite formulated as PUOCH, CH, ), CH has been cisimed in a patent 22
but no details were given.

The arsenic ligands III° and 1V*? have been made in 38% and 59% yield cespectively,
using AsCl; in a reaction similar to (1). Rezction of Sb; O, or Bi; 05 with (HOCH;)sCR
in the presence of phenol gives compounds of the type M(OCH, )3 CR, where M = Sb or Bi
and R = HOCH,, Me or Et (ref. 24).

S
o-r o
/OI"_‘H.‘,-..\_ fe]
As:OCHa;CMe
QOCHy
MI '

Transesterification reactions (6) have been shown to give Va?®, Vb2% Ve!2 V4?5 and
Ve*? in good yieids.

Z in P(CH,013Z

Va As
Y SiM=
Ve CH
vd CMe
Ve C-n-Bu
vr P
Va
)[ As{OMe);
P({OMe) MeSx{OMe)
VI +——= (HOCH, )sP — > Vb (6)
RC(OMe);
Ve—e

Special care must be exercised in the preparation of the wrialcoho! used in the synthesis of
V£ if the chances of a violent side reaction are to be minimized?$. Compounds formulated
as X(OCHR), Y where X=CR,Y=F; X=Y=Pand X =P, Y = CR were mentioned in a
patent*® but no method of preparation or proof of structure was given.

It is quite remarkable that in most cases syntheses of palycyclic compounds involving
trialcohols are not highly susceptible to polymer formation, and high yields are often ob-
tained even in the absence of solvents, We have noticed, however, that crystalline samples
of Ia and Ib on standing under vacuum in sealed tubes become sticky over a period of manths
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and the oily substance formed is insoluble in ethesr and hydrocarbons, in which the caged
phosphites are quite soluble. This sugpests that cage formation is kinetically controlled
whereas thermodynamically these polycyclic phosphites are unstable with respect to inter-
molecular transesterification in the solid state yielding polymers involving monocyclic and/or
acyclic species. The highly strained phosphite P(OCH,T('ZH reparted to form from P(Ohie)3
and plycerol®*® decomposes rather easily even in vacuurn unless it is stored at low tempera-

ture.

Phosphites of types I and V are easily converted to phosphate, thiophosphate or seleno-
phosphate analogs3:11713,15,17:25,26,30,31 while efforts to prepare the arsenate or thio-
arsenate derivatives of 11 and IV have thus far failed. The variety of oxidation products®?
achieved from VT is summarized in reaction scheme (7).

OP(CH; 0),PO OP(CH, O),PS SP(CH;0;)PO
IH: 02 T Hg 02 T Hy0,
cu’’, H3S Sg
SP(CH, 0); PSe—— VI —= P(CH,0),PS + SP(CH;0);P N
1/2 BoHg
cn?t \(PhCO3):
IKCH; 0)3PO OP(CH,0),P

Assignment of the location of the chalcogen(s) in these systems was accomplished by com-
paring their P—H coupling constants and *'P and 'H chemical shifts with those of Ia, Vd
and their chalconide derivatives®>®>* which mimic quite closcly the appropriate phosphorus
moieties in the diphosphorus systems.

The synthesis of analogs of [ and IH in which the oxygens are substituted by sulfur or
NMe groups (VI-IX) has been effected in high yields by converting the appropriate tui-
alcohol to the corresponding trimercaptan®?»?* or tris-methylamine®”?* followed by
treatment with E(NMe, );, where E =P or As.

P(SCH2 ):-l CR P [N(MC)CHQ ] 3 CR
VIa, R=Me VIla, R=Me
VIb, R = n-Pentyl VIIb, R = »-Pentyl
AS(SCH; )3 CMe As(NMeCH; )aCMe
VI X
E(NMe, ), + (HSCH; )aCR —A-.* Via?4, VIb??, VI3 + 3 Me, NH (3)
E(NMe, )s + (MeHINCH, );CR —2— VIIa®, VIIb*7, 1X*® + 3 Me;NH ©)

Compound VIa was oxidized** to OP(SCH, )3 CR using SO2Cl, and OP{NMeCHj; )3 CMe
was synthesized?$ by reacting (MeNHCHS, )a CMe with OPCl;. Reaction of VIa?* and VIIa?*®

with sulfur gave the expected thio derivatives.
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Because one of the isomers (Xa) formed in the acid-catalyzed hydrolysis of II functions
as a rather unusual trivalent phosphorus ligand for several metal ions (see later), evidence
for its structure will be briefly prasented.

o
Hy0* s Yy
+  qeP0 10)

H2O 11 acetone M E oH

Xa Xb

Although the reaction is quantitative, separation and purification procedures reduce the
individual yields®¢ to about 30%. Both Xa apd Xb dehydrate to II on heating in vacuum.
Although the structures of these isomers were predicted from conclusions based on NMR
and IR studies*¢, the configuration of Xa was confirmed by a single-crystal X-ray investi-
gation?7 discussed in a later section. The stereochemical implications of the hydrolysis of
Ia and 1 to pive six-membered ring phosphoms esters will not be treated here?!+3%.

{ii} Dipole maoments

The remarkably high dipole moments recorded in Table 1 for the bisyclic phosphites
and thiophosphites compared with their open-chain analogs are most reasonably rationalized
on the basis of the rigid orientation of chalcogen lone-pair density in the former strc-
tures3%+3?_ Evidence for this hypothesis is that VIla and PQNMe, ), have very comparable
moments owing to the nearly sp? planarity of the nitrogens in these systems (see later). The

-single p lone pair on each nitrogen in these compounds would contribute to the overall
moment only if it were to pi bond with the phosphorus, in which case the slightly Larger
moment for Vila may or may not be indicative of a greater tendency in this direction, Fur-
ther evidence for the lone-pair orientation effect on the overall moment comes from the
comparison of MeC(OMe)s, 1.90 D (ref. 40) and MeC(OCH, )3 CMe, 2.71 D (ref. 23} in
benzene. The effect of mis-aligning the lone-pair moment of the vwnique bridging oxygen in
P{OCH}; CH is seen in the subsiantial decrease in dipole moment compared with Ia.

The high polarity undoubtedly also contributes to the relatively large lattice energy of
these systems as reflected in their great tendency to be crystalline solids at room temperature
in contrast to their liquid open-chain analogs*!-42. Convincing evidence that the molecular
dipole in all of these polyeyclic systems is as shown by the arrow in Table 1, comes from (a)
comparison of their dipole moments with oxidized derivatives, (&) the additivity of group
moments, and (¢) aromatic solvent chemical shift effects (see next section). The bond mo-
ment in an O=PZ, S=PZ or HaB «<— PZ group is certainly in the direction of the chalcogen
in the first two cases and toward the borane in the last. Thus larger dipole moments com-
pared with the trivalent phosphorus analog 1a, 4.13 D, are observed in OP(OCH,; ), CMe,
7.10 D (ref. 40), SP(OCH, s CMe, 6.77 D (ref. 40), H,BP(OCH, ); CMe, 8.60 D (ref. 41)
and Hy BIOCH)1(CH; )a, 8.82 D (zef. 42). Dipole moments of this size would indeed be

" surprising if those of the trivalent analogs had been directed toward the hydrocarbon moiety.
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TABLE 1

Dipole moments at 25° of potycyclic phosphorus compounds and open-chain analogs

Compound? Dipofe moment?  Salvent Ref.
-_F (debye)
B (ocDH,),bH 1.28 CsHs €
P{OCH2)3(CH3)3 442 CeHg 23, 39
4.51 O(CH;CHz),0 9
As{OCH)3(CH;3 )3 2.89 CgsHs 23
P(OCH3)3CMe 4.13 CeHg 23
B{OCH1 )3CPh 4.08 CCl, 111
P(SCH,)3CMe 3.86 CCl, 34
As(SCH3 }aCMe 3.13 CCl, k2]
As(OCHZ)aCMe 2.68 CsHg 23€
P(NMeCH2)}aCMe 1.62 CCl, 23
P(OCH2)aP 110 CeHg f
As(OCH2)3P 1.58 CeHg 25
MeC{OCH2):P .54 CgHg 23
MeOPOCH,CH, O 2.51 CsHs €
MeOPOCH;CH.CH, O 2.82 CsHe ¢
(Me0),, POCH(Me)gqCH2CH(Me) .0 3.6 CeHg <
{(McO),(FOCH(Me] o CH2 CH(ME) 40 3.04 CeHe e
P(OMe)y 1.83 CCl4 40
1.90 CsHyg c
P(SMe)s 1.36 CeHe 34
P(NMez)s 1.21 CeHya g
PMes 1.192 Gas 40

? The arrow indicates the direction of the molecular dipole in all pf the compounds ag written.
Precision of the smeasurements is at least 0.05 D (cf. A.C. Vandanbroucke, R.W. King and J.G. Verkade,

Rev. Sei. Instrum., 4 (1968) 558).
€ 1.G. Verizde and D.W, White, nnpublished observation.

d See ref. 127.
Reference 40 coniains an enroneous reference to a group of French workers as having measured this
moment.

{ F.B. Ogilvie and J.G. Verkade, unpublished observation.

£ B.L. Laube and J.G. Verkade, unpublished result,

Owing to the rigidity and symmetry of these polycyclic systems, the group dipole mo-
ments are additive. It becomes possible, therefore, to compare the experimental moments
of Vs and VT with those obtained by subtracting the contribution of a P(CH, ), moiety,
1.19 D (ref. 25) from the moments of LIl and la, respectively. Despite the approximations
inherent in this procedure?®,?* | the results (1.49 D for Va and 2.94 for Vf) are quite
reagonable.
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An interesting aspect of the bonding in bicyclic phosphorus esters becomes apparent
on examining the magnitude and direction of the MYy moment in molecules M{YCH, }, CMe
(ref. 34). When the H—-C bond moments and the carbon—chalogen bond moments (which
include half the lone-pair density on the ~halcogen atoms) are subtracted from the experi-
mental moments, group moments for the MY ; moiety remain which inctude contributions
from the MY bond polarity, the pnictogen lone pair and half the lane-pair density on the
chalcogens. Surprisingly these group moments are directed toward the phosphorus in Ia
(0.8 D) and Vla (0.5 D) whereas they point toward the chalcogens in the arsenic analogs
III (0.65 D) and VI (0.2 D) as would be expected on electronegativity grounds. The same
is true for the MYy portion of the pairs I, Vb—V{ and their arsemic analogs IV, Va respac-
tively. If the anomalous POy and PS; moments in Ia and VIa were due primarily to the
directionality of the chalcogen lone pairs, their magnitudes would be reversed on electro-
negativity grounds assuming that the moment of a second quantum level sp® lone-pair or-
bital on oxygen is smaller than that of a similar orbital on sulfur in the third quantum level,
It would appear then that appreciable sp? character resides in the oxygen of bicyclic phos-
phites which favors drift of electron density from the unhybridized filled p orbital on each
oxygen into available d orbitals on phosphorus and a consequent elevation of the PO3 mo-
ment in the direction of phosphorus. This effect would appear to be substantially less in
Vla. It should be noted that the remaining lone pair on each oxygen under these conditions
is of the sp* type and its contribution is 25% less (from geometrical considerations) than
that of two sp® oxygens, assuming similar density distributions. Thus the PO; moment in the
direction of the oxygens should be increased instead of decreased in progressing from an sp?
to an sp? oxygen unless electron drift to phosphorus takes place via the unhybridized p
orbital. Moreover, without such pi bonding, the chalcogen lone pair in the unhybridized p
orbital would not contribute to the moment in either direction because of the geometry
of its charge distribution relative to the molecular axis. It should not be inferred from this
discussion that FO pi bonding in polycyclic phosphites exceeds that in open-chain phosphites
because evidence to be presented later leads to the conelusion that it is probably nearly the
same. Because of non-rigidity in the open-chain systems, the reasoning given above is not
applicable to their measured moments.

(ifi) NMR perameters

Selected NMR parameters12:13,25721,29-35,43,44 1, wide variety of polycyclic tri-
valent phosphorus systems and their open-chain analogs are presented in Table 2. Except
for the assignment of a bonding environment (e.g. PCs, PO3, OPOjy, etc.), it is presently
not feasible to interpret the 53! P chift values in terms of bonding parameters. From a
quantum mechantcal viewpoint, changes in ! P chemical shifts appear to be a function of
three parameters®® . For a series of trialkyl phosphites?$3, these are the change in electra-
negativity of the alkoxy group(s) (A xOR) the change in d-orbital occupation number
(Ang) and the change in the angle between the P—0 bond and the phasphorus lone pair
(Aa). The equation is of the form*? A = —25Ax0OR—382An,, + 21 Aa. Changes in xOR
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TABLE 2

NMR parametecs of polycyclic sysiems 2

Comyound stp Ref, s'Hb Je Ref.
F [» ]
P(OCH),CH —105 44 3.59 0.29, 3.83 29,44
POCH)3(CHz);  —131.7 33 4.3(OCH) +6.3 23, 33,43
3.0(0CH,)
L9OCH,,,
As(OCH)}(CH»2 )3 4.2(0CH) 23
3.000CH ..}
1.8(0CH,)
P(OCH;Y3CR —-42 27,32,33 4.0 +2 12,23, 26,33
P(OCH2)3CPh 4.4 2.0 d
P(OCH;)3CCH;B: 4.08 3.0 €
AS(OCHz)3CMe 4.0 23,43
P(OCH, )P0 3
P(OCH;)3PS 31
P(SCH,)3CR -33 27 29 2.1 27, 34
As(SCH3)3CMe 2.94 34
P(NMeCH,)}3CR  —87 27 2.5(NCH3) L16C3IPNCHy) 23,27, 35
2.6(NCH») 33 JPNCH,)
As(NMeCH; )3CMe 2.53(NCH3) 35
2.61(NCH,
P(OCH)3P +6T(P(CH2)1) 30, 32 4.5 +8.9(3JPCH)  25.30, 32
—90(PO3) ~37.283JPD)
+2.5(3/p0CH)
AS(OCH; )2 P 4.61 +94(CIPCH) 25
RC(OCH3 )P +81 27,32 4.3 +8(ZJPCH) 12, 23, 26,27
MeSi(OCHzs)3P 4.66 +89CIPCH) 25
SP(OCH;)3P +71(P(CH3)3) 32 5.1t +1.6CJPCH) 32
—52(P03) +7.5(3JPOCH)
P(OCH;)3PO —7.45@(CH2)3) 31 4.60 —8.1(3JPCH) 31
—85.53(P03) +3.2CJPOCH)
+140(/PP)
P(OCH)sPS —6.30(P(CH3)s) ‘31 4.60 —$.8(2JPCH) 31
~90.49(PO3) +3.0CJPOCH)
+118¢37PP)
OF(QCH3)3P +69.98@(CHz)3) 31 5.15 +1.5CCH) 31
+14.25(P03) +7.53JPOCH)
+H5(°JPP)
P(OMe)s ~140 43 3.69 11.35 72€
P(CH,OH) 4.07 3.003JPCH) 25
P(SMe)3 ~124.1 to 45 2.2 10.0 72€
—125.6
P(NMea)s —12L.5 to as 2.49 8.82 !
-123

The foosnotes to this Table appear at the bottom of p. 10.
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brought about by stepwise substitution of two OEt groups in P(OEt), by varicus OR groups
lead to linear positive of negative changes in A8 which range from < 1 to 6 p.p.m. Extend.
ing the above arpuments, an upfield shift with respect to B(OEt)a(—137 p.p.m.)*? is ex-
pected in Ia (—91.5 p.p.m.) since o should be greater’® than in {QEt);. Although the ob-
s'eridcmlue would appear to confirm this hypothesis, the value of —185 p.p.m. for
P(OCH;),CH i5 not consonant with the trend inasmuch as ¢ is expected to be greater in
this compound than in Ia.

The decrease in n1, reinforces the effect of the concomitant increase in a in the above
equation and the ?* P chemical shift of P(OCH,):EH should be more shielded than that of
Ia. Aithough the deciease in the number of carbons from P{OEt); (six) to Ia (five) to
H(OCH, ), CH (three) mizht be expected to increase the YOR term and thus tend to deshield
the phosphorus in F(OCH, ), CH sufficiently to dominate the n,, and & terms, P(OMe)3 with
oniy three carbens has a chemical shift only 3 p.p.m. to lower field than P(QEt);. Thus the
reason for the apparently anomalous trend in ?!P chemical chift values is not clear and may
be, controlled by more subtle factors. The correlation of 5! P with AHNP values (see later)
for several series of phosphines reported recently *? does not extend to the phosphites
discussed here.

The proton chemical shift astipnments are all straightforward except for the axial and
equatorial protens on the CH; groups in Il and I'V. In the latter molecules greater coupling
of the OCH protans to the tow-field rather than the high-field CH, absorption was observed
in decoupling experiments®?. In an unconstrained cyclohexane ring an equatorial hydrogen
should be gauche with respect to the hydrogens of the adjacent methyiene group and equally
coupled to each. Because the POC and OPO angles in [a and II are larger and smaller, re-
spectively, than the tetrahedral angle (see later) the cyclohexane ring will be strained such
as to decrease the dihedral angle formed by the methine and equatorial methylene protons,
thereby increasing their predicted coupling. Thus the low-field CH, absorption was assigned
to the equatorial methylene hydrogen®3. This assignment is substantiated by the downfield
and upfield movemant of the axial and equatcrial CH, protons, respectively, when the di-
electric constant of the solvent is increased *?. This phenomenon stems from the reaction
field at the dipolar solute produced by the sclvent dipole while the opposite progression of
the shifts arises fiom the different angles between the solvent electric field and the C—H

Footmotes to Table 2:
@ 3'p chemical shifts ate given with respect to external 85% HaPOy4 while the ! H values have internal
TMS as reference. Because the solvent dependence of the shifts is not signiﬁcant” except [or protons
when atornatic solvenis are used *3 (see text), the solvents are not specified here. Values obtained in
various solvents were thesefose rounded off. In most instances where more than one compound is re-
sesented, the 2 P shifts refer o the species where R is a methyl group.
Only values for the CHz ring protons are given unless otherwise specificd. R group absorptions are
typical and show no coupling to the phasphorus or ring protons.
¢ Unless otherwise specified, J refers to *JPYCH couplings.
d R. Swain, J. Mosbo and J.G. Verkade, to be published.
€ 8.C. Goodman and J.G. Verkade, unpublished results.
f G. Martin and G. Mavel, C.R. Acad. Sci, (1962) 2095.
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bond directions involved??.

Compelling evidence for the assipnment of the equatorial and axial protons in 1T as well
as for the direction of the dipole moments in all the polycyclic systems in Table I came
from a systematic investigation of aromatic solvent induced shifts (ASIS) displayed by poly-
cyclic compounds?3. The genernlly accepted model of the ASIS effect is one in which the
aromatic solvent is preferentially oriented with its 7 elactron cloud toward an electron-
deficient center on a solute molecule in a time-averag:d collision complex which involves
one or more solvent motecules*S. Protons in the solute which are close to the center of the
ring of the aromatic solvent molecule are shielded while protons near the periphety of the
aromatic ring are deshiclded. The orientatiop effect produced by the attraction of aromatic
w clouds and positive ends of soluie dipoles is enhanced by mutual repulsion of the 7 cloud
and the negative end of the solute dipole.

In addition to the strang upfield shift in benzene of the methylene protons (ca. 0.3 p.p.m.)
of the bicyclic orthoformate HC(OCH; )3 CMe and the even stronger upfieid shift {ca. 0.8
p-p-m.) of the methyl protons, a strong downfield shift (ca. 0.4 p.p.m.) was observed for
the orthoformy! proton. Geometry and steric factors require that separate benzene molecules
are involved at the two ends of the molecule and the downfield shift is in accard with the
proposed model in which the benzene molecules are oriented with their relatively positive
peripheries toward the negative end of a dipole in a time-averaged collision complex result-
ing in deshielding of the orthoformyl proton (Fig. 1). In hexafluorobenzene exactly oppo-
site effects are observed which are interpreted in terms of a similar solvent cluster complex
except that the orientations are all reversed because of the electronegativity of the fluorines
(see Fig. 2}.

Fig. 1. Schematic representation of the interactions of the shielding and deshielding regions of benzene
molecules with protons at the charged ends of dipolar bicyclic solutes
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</
Fig. 2. Schematic representation of the interactions of the shielding and deshielding regions of hexa-
fluorobenzene molecules with protans at the charged ends of dipolar bicyclic selutes.

These results along with similar observations on the bicyclic compounds in Table 1
strongly suggested that the direction of the dipole is on the three-fold axis of the caged
molecules in Table 1 and in the direction of the pnictogen. Because the axial protons in II
are more affected in aromatic solvents than the equatorial and OCH protons (which being
in similar environments at the “waist” of the dipole are nearly equally shifted) the assign-
ment of the axial and equatorial protons becomes unambiguous®®,

The *JPOCH coupling constants listed in Table 2 are rather small in bicyclic phosphites
I'but are three times as large in II. This is attributable to the POCH dihedral angle in II (180°%)
being larger3® than in I (60°). It should be stressed, however, that the correlation between
this coupling and the dihedral angle is quite crude owing to hybridization changes among
the compounds presently available for study 2.

There is a remarkably large difference in *JPNCH, (16 Hz) and 2JPNCH, (3 Hz) in VIIa, b.
Constancy of the pair of doublets ebserved for these protons in a low temperature study *$
failed to distinguish between rapidly inverting tetrahedral nitrogens or static trigonal ones.
The configuration around nitrogen in these bicyclic aminophosphines is nearly planar (see
next section) and low-temperature NMR studies of the P—N rotational barrier in methyl-
amino phosphines 5@ have led to the conclusion that *JPNCH, is larger when the methyl
greup is ¢is to the phosphorus lone pair than when it is trans. This accords with our ob-
servation on Vlia, b in which the relationships of the NCH; and NCH. groups to the phos-
phorus long pair are fixed ¢is and trans to one another, respectively, as a result of molecular
constraint, It should be noted, however, that no C—N rotation is permitted in VIIa, b which
probably reduces the *JPNCH coupling compared with the open-chain analogs studied 5°
wherein this restriction is lifted. The increased magnitude of 3JPNCH compared with 2JPCH
in analogous systems has been noted and the difference accounted for in terms of enhance-
ment of 3JPNCH by P—N pi bonding or alternately by the ingrease in s character in the CH
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bond owing to the higher electronegativity of nitrogen compared with phosphorus!. Cau-
tion should be used with this type of reasoning, however, since ?JPNCH, in VIla, b is about
three times smaller than 2JPCH, in cages of type V52,

Whereas */POCH, , 3.JPSCH, and 3JPNCH; are seen to decrease significantly from open-
chain to caged systems, *JPCH, rises drastically. It has already been pointed out that the
former group of coupling constants appear to be strongly influenced by hybridization changes
among several constrained molecules®? . As will be seen later there is good reason to
believe that hybridization changes upon polycyclization occur in phosphates and to a lesser
extent in phosphites. Thus a namowing of the YPY angles upon constraint would decrease
the s character in the PY link anc account for the decrease in 2JPYCH. Although *JPCH
would be predicted to behave similarly upon decrease of the CPC angle, Manatt et al, %
have presented evidence which indicates that decreasing s character in P—C bonds results in
a more positive 2JPCH value.

The ligand propesties of Xa in eqn. (10) and the lack of such characteristics in Xb is close-
ly linked to their respective structures (see later). At this time the structure of Xb rests on the
comparison of its NMR spectrum with that of Xa (whose configuration has heen confirmed
by diffraction studies®”) and a comparison of their IR spectra in the P=0 and P—H stretch-
ing regions?®. All the data are consistent with isomerism anly at phosphorus. The proton
NMR spectra of Xa and Xb are very similar except for a feature unique to the PH proton
absorption of Xb. Here decoupling experiments showed that coupling (1 Hz) of the PH
proton occurs to one of the protons in the methylene protoa region. Tae only methylene
carbon possessing such single protons is the carbon below the PH bond. From our previous
work on fong range coupling constants'? it was found that a favorable condition for con-
pling (12 Hz) over a distance of five bonds is opposing collinear C—H links. Because the
P—H bond in Xb is collinear with the CH bond of the axial proton on the methylene carbon
bslow, the configuration shown was postulated. Flipping the phosphorus portion of the
boat ring to a chair form in order to ohtain an equatorially disposed phasphoryl oxygen
can not be ruled out, however. The resulting non-collinear HP--CH configuration could also
produce an observable five-bond 'HPOCC! H coupling, although such interactions have not
yet been reported.

{iv) Structure

Bond angle changes induced by polycyclization of organophosphornts compounds are
revealed by solid-state X-ray diffraction studies carried out in our laboratories. Because the
polycyclic phosphites have not afforded crystals suitable for X-ray analysis, it has been
necessary to extrapolate structural data obtained on phosphite derivatives to phosphites.
The structure of the polycyctic phosphate OPF(OCH3 ), CMe derived from Ia is shown in
Fig. 3. If the OPO and POC bond angles in OP(OCH, Ph); (OH) (ca. 104° and 120°, respec-
tively®*)can be assumed to be representative of strainless angles of this type, some evidence
of strain is present in OP(OCH;); CMe in the 115° POC angles. Strain probably present
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Fig. 3. The molecular configuration of QP{OCH3 }3CMe.

in the hydrocarbon portion of the molecule since even adamantane possesses®® a strain
energy of 648 cal/mole. The decrease in FOC angle from OP(OCH, Ph), (OH) to
OP(OCH; ); CMe strongly suggests that the maximal pi bonding permitted by the sp? oxy-
gens in the open-chain system is reduced in the bicyclic phosphate. That pi bonding remains
in these links in the constrained phosphate, however, is indicated by the 1.57 A P~O bond
length which in the revised Cruickshank bond order scale °® would have a bond order of
about 1.4. The bonding picture and strain considerations would similatly apply to
SP(OCH);(CH;)5 (Fig. 4) wherein the pertinent bond parameters®? very closely resemble
those in OP(OCHj; ); CMe,

A comparison®? of the bond angles in the structure of OP(OCH; )3 CMe with those of
SP(OCH, )s P (Fig. 5) indicates that the principal effect of changing the CCC and CCO
angles in the cage of the former to those represented by the CPC and PCO angles of the

Fig. 4. The malecular configueation of SP{OCHY1(CHz)».
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Fig. §, The molecular confipuration of rans-Fe{CO)a [POCH2)1P] [PICH1 D)4 P] (ref. 59).

15
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latter is a widening of the POC angle. Lengthening the C—C bond in the former to a C—-P
bond in the latter would similarly affect the POC angle. The same observation can be made
on the ligated form of VT in the structure *° of frans-P{(OCH, ), PFe(C0)3; P(OCH, )3 P shown
in Fig. 6 wherein the POC angles are nearly 121°. One of the ligands in Fig. 6 is a polycyclic
phosphite (i.e. ((OCH, )3 Z, where Z = Fe(CO)3P(OCH ), P) wherein the OPO angle is 101°.
The fact that this angle is 99° in the Ag[P(OCH,); CMe] ;* ion5° implies that the OPO
angle in the uncoordinated Ta molecule is very likely no larger than this value, Moreover the
POC angles in the [Ag(la)s]* cation are 122°, making it reasonable to suppose that it wil}
be similar in uncoordinated Ia. Thus the OPO and POC angies in Ia may resemble the OPO
and POP angles in P, Oy (99.8° and 127.5°)%! althongh the change in the OPO angle of Ja
on oxidation to OF(0OCH; ), CMe would then be significantly Jarger than that which occurs
from P, O¢ to P40, (OPO = 101.6°, POP = 123 .5° (ref. 56)). Structural data have been
reported for two open-chain phosphites in an electron diffraction study®22, The data ob-
tained for P(OCH=CH, ), produce error limits in the relevant parameters (3—4°) which are
about twice as large as those in the other work cited. Thus it is somewhat dubious to con-
clude from the OPO angle (10424°) and the POC angle (118£3°) whether or not a caged
phosphite such as Ja is strained or not. The other compound studied**? was P(OEt), for
which the electron diffraction data yielded OPO and POCbond angles which are inconclusive
for our purpose because they could vary (95—108° and 110—116°, respectively)even when

a skeletal mode! of “the basic rotational isomer™ was assurned®*2, More accurate structural
data on the frans-methyl mesohydrobenzoin phosphite MeQPOCHPhCHPhO obtained by
X-ray diffraction®*P shows that the exocyclic POC angle is 117.5° with an average Opyo®
PO, g, @ngle of 101°. Assuming tetrahedral CCC angles, 120° POC angles and CO and OP
bond distances which are the same as in MeOPOCHPhCHPhO (1.5 A and 1.63 A, respective-
ly'”b), models predict a rather strainless structure for Ia with OPO bond angles between 95
and 100°, Based on the structurai data at hand it seems justifiable to conclude for Ia, then,
that its geometrical reorganization on coordination results in an increase in the 5p? charac-
ter of both the phosphorus and the oxXygen atoms as manifested by the increase in OPO an-
gle and a decrease in the POC angle. While the former change is a consequence of polariza-
tion of the phosphorus lone pair, the latter comes about as a “hinge*” effect because of the
constrainis in the molecule. This concept will be of considerable importance in the discus-
sion of metal phosphorus banding.

Considering the molecules represented in Fig.'5 and 6 as polyeyclic phosphine derivatives
of the type P(CH, 0);3 Z, it is noteworthy that the average of the CPC angles in both mole-
cules (97°) is not significantly different from those found in Mes P (98.6°, 99.1°)%?. This
gives support to the idea that polycyclic phosphites of the bicyclo[2.2.2] octane type are
essentially strainless.

Structures of amino phosphines have proven worthwhile to determine because of the
possibility that nitrogen or phosphorus can function as the donor site in adducts and com-
plexes. An additional concern in our work has been the effect of constiaint on the ligating
properties and structure of VIIa. Because V1ia is a liquid, an X-ray difraction study ** was
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Fig. 7. The molecular configuration of OP(NMeCHR)3CMe.

carried out on its oxide OP(NMeCHj, )3 CMe and the structure is depicted in Fig. 7. At first
glance it would appear that P—N pi bonding is chiefly eesponsible for the nearly complete
planarity of the nitrogens (the sum of the appropriate angles being 357°). Although pi
bonding is undoubtedly a factor, steric interactions of the nitrogen methyl groups with the
methylene hydrogens are also operative, viz.

H P%H
Me% Me
H H

Eclipsing the methyl carbons with the CH; protons would altow the protons to come within
van der Waals radii of one another. Although the 116° PNC(H, ) angles might be taken as an
indication that P~N pi bonding is not maximal, the P—N distances (1.588 A) are the shortest
observed so far with the possible exception of that found®* for the exocyclic P—N bond in
P3N (NCS)s (1.58 A), Interestingly, in F; PNMe, the solid-state structure®® indicates
planarity about nitrogen and a rather short P--N bond distance (1.628 A) whereas the gas-
phase electron diffraction data®? are consistent with distortion from planarity (the sum of
the CNC and PNC angles being 348} and a significantly lunger P—N bood (1.684 &) It
would seem that molecular motions permitted in the gas phase diminish the effectiveness
of P—N pi bonding and/or perhaps crystal packing fosces may induce planarity in the solid
state.

The question of strain in V1Ia is not as easily answered as in the case of Ja. An indication
of strain stems from the 116° PNC(H, ) average angle but the NPN average angle of 103° is
rather close o the two NPN angles (100.6° and 102.8%) found®® in OP(NH,);. The third
angle in OP(NH, ), appears to be distorted by the extensive intermolecular hydrogen bond-
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Fig. 8. The molecular configuraton of isomer Xa abtained from the hydrolysis of P(OCH)3(CH1)3.-

ing present 8 Unfortunately it is not possible to estimate the role of these hydrogen bond-
ing inteructions in establishing the PNH angles (117°) and so comparison with the PNC
angle in OP(NMeCH, ); CMe is rendered fruidess. Similarly the less-than-tetrahedral angles
in the aziridine rings of SP{NCH, CH, ), undoubtedly influence the value®® of the PNC
angle (119°) and so it too must be distegarded as being representative of a typical value for
this angle. The average NPN angle of 100° in SP(NCH, CH, )3 is not sufficiendy smaller
than that in OP(NMeCH_;); CMe (within experimental error) to conclude that constraint is
responsible {or the difference.

The Iast ligand structure to be discussed is that of Xa®” which is represented in Fig. 8.
An unusval structural feature of this ligand is the boat form of the phosphorus-containing
ring. Earlier” it was reasoned that steric interactions inhibited flipping of the ring to the
more favorable chair form. More recently, however, it has been shown that the phosphoryl
oxygen in six-membered ring phosphates and phosphonates resides in the equatorial position
in six compounds for which structures have been determined in the solid state ’®. The POC
{122°) and OPO (108°) as well as the P—0 {1.56 A)and P=0 (1.43 &) bond lengths found
for Xa compare well with those in similar systems?®. On the basis of dipole moment and
NMR studies, an analogous configuration was postulated for the bicyclic phosphonate shown
below 1%P_1q spite of the presence of 1--3 interactions involving the bulky triphenylmethyl
group and the axial CH protons, the phosphoryl oxygen does not adopt an axial configura-
tion in the monocyclic phosphanate below, although the phosphorus end of the ring is al-

o
It

P
PhCHg
jk//“c‘ Ay o——f-ve
P Me
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most compietely flattened to distort the ring from a chair to a “chaise longue™ conforma-
tion 71¢. Though the reason for the strong equatorial preference of the phosphoryl oxygen
is not obvious, its consisient observation in the solid state thus far and its probable domti-
nance in solution 3719 rajses the question of whether or not the stxucture shown for Xb
in eqn. (10) is correct since the disposition of the P=0 group was postulated to be axial,
Until a molecular structure determination is carried out, the configuration shown is tenta-
tively retained on the basis of the long range NMR coupling discussed earlier.

(v} P=0 stretching frequencies

Despite the constancy of the phosphoryl oxygen bond lengths (ca. 1.45 A) in the trialkyl
phosphates OP(OCHj; )3 CMe (ref, 37), OP(OCHj, }; (OMe) (ref. 37), OP(OCMe, ), (OMe)
(xref. 37) and (OXPhO)IP(OCH, ); CH, (ref. 70a) whose structtires are known, there does
seem to be a wide variation in P=0 stretching frequencies*!*2%+38:72 From Table 3 it is
seen that open-chain phosphates generally absorb in the 1260~-1275 em’™ region except
for OP(OMe),, in which presumably a tecond conformer 72b, 73,74 contrnibutes another
band at 1290 cmi . The six- and five-membered ring phosphates absorb f-om 1270—~1310
emi? while the bicyclic phosphates exhibit very high frequencies betweer 1310 and 1340
cm *. Although there seems ta be no correlation of »{P=0) with ring size in the monocyclic
compounds???, it is tempting to regard the rather sharp increase from open-chain phosphates
to the polycyclic derivatives as reflecting to some degree a change in the bonding in the
P=0 link. Utilizing the conclusions drawn in the previous section concerting structural and
hybridization changes upon polycyclizing an open-chain phosphate, it could be concluded
that most of the increase in W{P=0) is the result of the smaller POC angle in
OP(OCH;}3CMe, since the OPO angle is not changed significantly. Thus the reduction in
P—0 pi bonding due to the decrease in POC angle requires the exocyclic P=0 bond to in-
crease its pi bonding to compensate. This effect would be even stronger in OP(OCH; ) CH
because of the greater constraint, and the value of W(P=0) is indeed observed o rise notice-
ably.

A less conspicuous increase in i{P=0) is observed in polycyclizing OP(CH; OH)a (1190,
1130 em™ ) 7510 OP(CH; 0)3 CH (1200 or 1210 em™*, CHCl13) 7 which would accord with
the incapability of the carbon substituents on phosphorus to pi bond to phosphorus. Con-
sequently hybridization changes on the carbon upon constraint are far Jess than in the case
of oxygen, Substitution of a PO or PS group for the CH moiety in OP(CH;0)3 CH as ex-
pected does not greatly alter the phosphine P=0 frequency (OP(CH; O); PO, 1220 em™!,
KBr; OP(CH, 0); PS, 1215 cmi™!, XBr)?*! since the bridgehead angles are not changed by
more than a few degrees. It is also rather interesting in this respect that the P=0 frequency
of the phosphate phosphorus in OP(OCH, ), P (1300 em *, KBr)?! is not the same as that
in OP(OCH; )3 PO (1325 cm™, KBr)?*. It is reasonable that the latter frequency Is the same
as that observed for OP(OCH,; )3 CMe (Nujol)? because the CPC angles (106° in Me3PO)5?
are not expected to be far from the virtually tetrahedral CCC angles observed®” in
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TABLE 3

Fhosphory! oxygen stretching frequencies for tralky! phosphates in solution

Compound wP=0) Ref.
(cm™)
OR(O-n-Bu); 1260 11
OP({OEt)3 1261 72a
1270, 1260 72b
OP(OMe)s 1290, 1275 72b
1290, 1274 as
——
OTOCHQCHzCH;O 1312, 1279 38
OMe
| i
OTE;OCHZCHgCHgO 1290 72a
OEt 1308 721
e
OPOCH,CMe,CHa O 1310, 1270 38
OMe
OPF{OCMez )y 1290 T2c
OMe
UTmHQCH‘]a 1302 T2d
OMe 1302 72e
QPOCH,CH,0 1287 722
. 1301 72f
OP{OCH)a{(CHz2)3 13254 72e
OP(OCH, }aC-n-Pentyl 1336 or 1320 72e
——t
OP(OCH;);CH 13402 29

1355 0r 1346 712e

‘b’ Nujol ral.
Solverit was not mentioned 2%,

OF{OCH_ )3 CMe. On the other hand, the CPC angle in OP(OCH, )3 P should be close to that
in SP(OCH, )» P (98°, Fig. 5) and this reduction would permit the POC angles to open up
toward 120°, thereby obligating the P=Q link to participate less in pi bonding.

In contrast, the P=0 stretching frequency of OP(SCH, )3 CMe (1202 or 1214 cm*, KBr)**
compares reasonably well with that found for OP(SEt); (1200 cm !, solution) ?”. This re-
sult is consonant with the conclusion based on dipole moment considerations®® (vide supra)
that little change occurs on polycyclizing OF(SR)3. The fact that the IR spectra were mea-
sured in different media because of solubility problemns makes this conclusion somewhat
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tenuous, however,

The P=0 stretching frequency of OP(NMeCH, )sCMe (1280 emt, CCl4) ™ is signifi-
cantly higher than that reported ® for OP(NMe, ), (1208 cni™?, smear). It is attractive to
ascribe the higher frequency in the caged aminophosphine to the greater P=0 pi bonding
necessary to compensate for the logs incurred in the PN links upon reducing the PNC
angle from 120 (ref. 80) to 116°.

{vi) Basicity studies

This section will be restricted to comparisons of the affinities of open-chain and poly-
cyclic phosphites and phosphates for protons and for lanthanide ions in the case of phos-
phates. Phosphorus—metal and phosphorus—boron interactions will be discussed in Sect, C.

A measure of the proton affinity of water-insoluble bases can be obtained in water—
~nethanol mixtures by a potentiometric titration technique®? in which the half-wave nen-
tralization potential {AHNP) is measured. The higher the AHNP value, the weaker the base,
Though the method was originally developed to measure relative basicities of phosphines,
which are comparatively basic, it has been extended to include a series of phosphites in-
cluding 1a%2?, The order of decreasing basicity (AHNP) is: POR), {520) > Ia (665) >
P(OPh)y (875), This order is in agreement with the idea put forth earlier that the lone pair
on phosphorus in caged phosphites is more difficult to polarize because thc OPO bond
angles are difficuft to open toward tetrahedrality. Any widening of this angle which does
ocenr will close the POC angles from 120° by the “hinge” effect and thus reduce pi delocali-
zation to phasphorus, resulting in a higher positive charge on phosphorus and decreased
basicity compared with open-chain analogs. Because the OH stretching frequency of phenol
decreases upon hydrogen bonding with lone pair electrons, it is possible to order basicities
in a series of compounds of a similar nature. The basicity order of four phosphites represen-
tative of various degrees of constraint is®2® MeOP(OCH,),CH, = P(OMe); = McOP(OCH, ),
> P(OCH; )3 CEt (Table 4). While an inductive effect may be competitive among the first
three compounds, increasing constraint appears to win ont in the last. It should be realized,
however, that both the oxygens and the phosphorus atoms are potential protonation or hy-
drogen bonding sites in phosphites, Thus it is not unambiguously clear that phosphorus

TABLE 4
Phenol shifts of phosphorus compounds 9

Compound Av(OH) Compouwnd Av(OH)
(em') cm 1)
P(OMe), 216 QP{OMe)3 263
MeOP{OCHz )2CHz 225 OP{OCH;)2CH; (OMe) 244
MeOP(OCH; )2 212 OP(OCH;3 )2 (OMe) 243
P(OCH;)3CEt 136 OP{OCHz)3C-n-Pent 242

4 ‘The concentrations of phosphonis compound and PhOH are 0,01 M and 0.150 Jf. respectively,
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basicities are being measured in either the half-wave neutralization or the phenal shift ex-
periments. Phosphorus involvement is reasonable if the “hinge™ effect actually results in an
increase in basicity of oxygen because of the progression from an sp* toward a more basic
sp? oxygen, provided the oxygen basicities are always less than that of phosphorus, for if
the reverse were true, opposite orders would have resulted from both experiments. On the
other hand, a reduction of oxygen basicity could be envisioned on constraint (despite an in-
crease in sp3 character) if the increase in positive charge on phospherus due to loss in P—O
pi honding were to polarize the PO sigma bond. Thus the results of these experiments,
while consistent with the quoted baxsicity orders, are not definitive regarding the hasic site in-
volved. In excess acid, acyciic phosphites have been shown to protonate the phosphorus
atom®2>? by the observation of the characteristically strong P—H coupling (~800 Hz).
The highest P—H coupling to date for a protonated phosphite was recently observed for
P(OCH, ) CMe (899 Hz)®?P. This result not only attests to the possibility of protonation
of phosphorus in the phenol shift studies but elso to the lowering of phasphite basicity on
constraint (increased lone-pair s character and phosphorus positive charge). A monotonic
change of A83! P (the change in *! P shift on protonation) with *JPH was postulated®2° to
arise from inductive effects, since coupling increased in the order P(0-i-Pr), < P(OEL); <
PhOP(OCH, ), < P(OMe); < P(OFh);. The phosphorus atom in five-membered ring phos-
phites is apparently less nucleophilic than in open-chain systems as determined from several
organic reactions®* %,

It has been shown experimentally that the lone-pair availability on the phosphoryl oxy-
gen in caged phosphates is drastically reduced. By reversed phase chromatography tech-
niquessad it was demonstrated*! that OP(OCH; )3 C-n-Pent does not function as an ex-
tractant for trivalent lanthanum, necdymium, samarium, gadolinium and ytterbium ions
under a variety of condilions, in striking contrast to the well known extractant OP{OBu),.
Thus in spite of the reduced steric requirements of the caged phosphite and its much higher
dipole moment (vide supra), its extraction properties are too weak to be observed. Although
it was recognized that the rare earth extraction ability of organic phosphates decreased
with increasing »(P—O) values®*?, the origin of the effect in the caged phosphate has been
obscure until now. Piperidinium phosphate ester association constants®*° calculated from
conductivity measurements were also found to be consistent with a decrease in phosphoryl
oxygen basicity for phosphates in the order O=P (0-n-Bu)s > (n-0ct0) (0=)YP(OCH; ), CH,
> O=P(OCH; )3 CEr although no rationalization was givent for the trend.

Phenol shift experiments in our laboratories have shown™® that basicity decreases
from amp open-chain to six and five-membered rings to & polycyclic phosphate
(Table 4). These resulis can now be rather firmly rationalized on the basis of increased
phosphoryl oxygen pi bonding via constraint. Although a decrease im sigma basicity toward
the phosphoryl oxygen from the phosphorus would also explain the trend, the similarity
of OPO angles among the series does not support this contention. The question of P=0 or
POC oxygen protonation again arises, however. Favoring phosphoryl oxygen involvement
are the substantially i:ligher phenol shifts encountered for phosphates than phosphites which
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would not be expected on inductive grounds if POC oxygens were involved in both cases.
It is interesting in this respect that phosphoryl oxygens are penerally more basic than the

ester oxygens, which may indicate that stronger sigma polarization of phosphorus by the

former type results in a higher negative charge on the phosphoryl oxygen, as has been cal-
culated®*®,

Pi bonding in amino phosphines and amino phosphine oxides has frequently been cited
as the praobable cause of the relatively low basicity of the nitrogen in these compouads®s
and it has also been invoked to rationalize the increased basicity of phosphorus in amino
phosphines® 73, Even in competition reactions it has been found that phosphines form more
stable “onium” salts than amines®7? which would appear to reinfores the expectation that
phosphorus can generally be axpected to function as the donor site, There does appear to
be an electronepativity effect in P(NR,), compounds, however, since the phosphorus in
aminophosphines is less nucleophilic than in phosphines®”®, despite the common notion
that the etectron inductive effect of the Mea N group surpasses methyl®® . Although phos-
phorus coordination is observed in the majority of cases, an additional Lewis acid can some-
times be coordinated to one of the nitrogens (see Sect. C).

{vii} UV photoelectron spectra

Photoelectron spectroscopy has proven very valuable for obtaining information on the
natuse of through-bond and through-space orbital interactions in bicyclo{2.2.2} -octane
hydrocarbons®®, N(CH, CH, )5 N (ref. 90) and also®? P;. A review has appeared recently
in which the natures of these interactions are analyzed 2,

Preliminary investigations on polycyclic phosphorus compounds®? indicate that useful
structural as well as electronic information can be extracted from their photoelectron
spectra. The pi bonding and antibonding MO ionization potentials in P(NMeNMe), P, for
instance, {all in a rather small range 3 eV), supgesting that the pi-type interactions are not
very strong. This may mean that the molecule does not have Cy, symmetry with planac
nitrogens. Following this discovery it was leamed that an X-ray difiraction study had been
carried out in which it was shown that indeed the Me groups on adjacent nitrogens are
staggered (the sum of the angles around the nitrogens being ca. 345°)°* and this configura-
tion is even preserved in SP(NMeNMe); PS (ref. 952) and in OP(NMeNMe),; PO (ref. 95b).
In all cases the PN bond lengths appear to be indicative of some pi bonding. The reason
for the sraggering of Me groups appears to be the presence of steric repulsions between
vicinal methy} groups, since they would come weil within each other’s van der Waals radius
in an eclipsed configuration. In contrast, P(CCF3 CCF; )3 P exhibits a photoelectron spec-
trum®* which is similar to that®® of HC(CH=CH), CH except that the pi ionization poten-
tials are somewhat higher. The splitting in the low jonization potential region of the PE
spectra of PQOCH; ); CMe, P(CH; 0); CMe and MeC(OCH; }; CMe is consistent with through-
space interactions among the oxygens as shown schematically in a view down the C;, axis
(see over).
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{viii}) Conclusions

It is quite probable that constrained phosphites of types I, II and V{ are very much like
an acyclic analog in terms of bond angles and lengths. Because of oxygen lone-pair orienta-
tions, however, they are much more polar. Moreover the large PO moments in the direction
of phosphorus are consistent with significant P—O pi bonding. Caged phosphines (Va—f),
thiophasphites (VI) and aminophosphines (VII) probably resemble their open-chain analogs
as well, although lack of data at present makes this less certain.

The contrasts in ligating character between open-chain and caged phosphorus systems
(to be elaborated upon in Sect. C} become evident to some extent from comparisons of
their proton affinities but chiefly from structural, infrared and basicity differences in their
oxides. The main conelusion to be drawn is that polarization of the phosphorus lone pair
in both caged and open-chain compounds by an acceptor results in an increase in the OPO
angle but a definite decrease of the PYC angle (Y = O or N) from 120° occurs in the caged
molecule because of constraints. The consequent decrease in P—O pi bonding manifests
itseif in three effects. () An increase in the P=0 stretching frequences of oxide derivatives
of caged phosphites and aminophosphines is observed because of the necessity for the P=0
bond to make up the P—O pi banding loss. (2) The decrease in the basicity of the phos-
phoryl oxygen in caged phosphates occurs for the same reason. (3) A decrease in proton
affinity of the phosphorus is found in caged phosphites because the reduced P—O pi bond-
ing leaves a higher positive charge on phosphorus,

There are two intrigning aspects of pi bonding which can arise in many systems but which
will be ilustrated here with PZ5 systerns where Z = OR or NMe, . The first deals with the
efficiency of PO or PN pi bonding as a function of the orientations of the oxygen or nitrogen
lone-pair p orbitals with respect to ane another. Thus if the POC angles were 120° in
OP{QOCH, ); CMe, for instance, the oxypgen p orbitals would all lie in the same plane whereas
in OP(OCH, Ph), (OH) this is not the case in the solid state®* at least. A self-consistent
molecular orbital calculation showed differences®’® in the P—O pi energies in OP(OCH, Ph), -
(OH) and MeO(O)P(OCH, )> and EHMO calculations revealed a smaller negative phosphoryl
oxygen negative charge for cyclic phosphates compared with an acyclic one®P_ A recent in-
dependent EHMO calculational comparison of P=0 oxygen charges shows that they are
roughiy equat in OP{OMe); and OP(CCH: ); CH; (OPh) while they are also about the same
but smaller in magnitude®?® in OP(OCH, ); (OMe) and OP(OCH, )sCMe. Because of theit
eimilarity in these compounds, comparison of the PO distances does not reweal any
discernible trend. The record shoriness of the P-N bond in OP(NMeCH, };CMe, how-
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ever, makes it clear that coplanarity of the nitrogen p orbitals does not hinder P—N pi
bonding and perhaps even augments it.

The other curious facet of PZ; pi bonding is the possibility that an sp® orbital on nitro-
gen could pi bond with phosphorus in an aminophosphine. It has recently *® been shown
theoretically that pyramidal nitrogen can conjugate with an adjzcent unsaturated system
and the associated resonance interactions are about four-fifths as effective as planar nitzoe—p, =
gen. Although it is not necessary to invoke this possibility to explain our results, it may
apply to the structure®* of P(NMeNMe); P in which the P—N distances are comparable with
those in OP(NH; ), (ref. 68), F; PNMe, (refs. 66, 67) and {Cu[(Me, N), (O)POP(D)-

(hMe; )2 11} (C104 ), (ref. 80) in spite of the non-planarity of the nitrogens.

C. COORDINATION COMPOUNDS
(i) Phosphoryl compounds

A substantial portion of Sect. B has already been devoted to this class of compounds
and it may seem strange toc dwell any longer on them or even to consider them as coordina-
tion compounds. Ir Sect. B phosphory! systems werte treated as derivatives from which
essential information could be obtained concerning their trivalent parents. Throughout
this section it was tacitly assumed that relatively strong pi bonding was a characteristic ol
the phosphoryl link. Although multiple bond character in phosphoryl compounds seems
indicated by their short P=0 distances and high P=0 stretching frequendes, it is appro-
priate to justify this asgumption more thoroughly at this point because in addition to the
fact that the oxygen atom can be considered as an atom ligated by a trivalent phosphorus
compound, the P=0 bond exemplifies a system in which the coordinated species is capable
of both extremely strong phosphorus lone-pair polarzation as welil as pi back-donation.
Thus in further discussions, phogphory! systems will frequently serve as models with which
to compare coordination compcunds suspected of engaging in some degree of phosphorus—
acceptor pi bonding.

A detailed review?? of the evidence for d_—p,, bonding in the P=0 bond appeared some
years ago in which thermodynamic, structuraldnd spectral parameters were analyzed for
their importance in multiple bonding. Only the more pertinent arguments will be summa-
rized here and greater emphasis will be placed on more recent experiments and calculations
which reflect the pros ard cons of P=0 pi bonding.

Contrasts of the properties of the pnictide-oxygen groups in amine and phosphine oxides
have commonly been used to support the presence of d,—p,. bonding in the latter99:100,
Thus the dissociation energies for P=0 bonds lie in the 120150 kcal/mole range, whereas
they occur from 50—70 kcalfmole for N-O bonds. Weakening of the dissociation energies
for N=O zystems, because of the greater ionization potental of amines or interelectronic
repulsions between first row elements, are considered to be of secondary importance. The
P=0 bond length tends to be about 0.2 A shorter than the sum of the covalent radii where-
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as the N»O bond generally approximates that of the calculated single bond tength. Short-
ening of the N0 length due to the greater electronegativity of N compared with P and
hence a lowering of the N-O bond moment is discounted by the larger moments of N0
links. The surprisingly short NO bond length'®! in F3NO of 1.15 &, however (which is
about Q.2 A shorter than an NO single bond), is strongly indicative of the presence of ap-
preciable p,—p_ bonding'°%. Dipole moment increments due to the oxidation of a phos-
phine to a phosphine oxide (Au == 2.7 (ref. 103) o 2.9 D (xef. 104)) are generally much
staller than those expected (4.25 D) from the proportionality presumably involving simple
coordinate N»O, N=B and P->B bonds: Au(Me,P0O)/Au(Me; NO) =

Au(Mes PBCL;3 )/ Ap(Me; NBCl;3 )% 192, The rationalization of this result on the basis of
d,—p,, back-donation to phosphorus has been criticized, however, on the ground that even
such large differences could be due to polarizability differences of the P and N atoms %%,
Furthermore, the incremental value for Mey PO calculated from the proportionality (4.25 D),
though 30% larger than the increments involved in oxidizing PPh, (ref. 103) or PRy (ref.
104) (R = Et, n-Pr, n-But or n-Pent), is indeed equal to the 4.2 D increment recently deter-
mined for the PMe,—OPMey pair’®®.

Optical and magnetic resonance spectral studies of phosphorus compounds by and large
point toward possible P=0 double-bonding. The increase in s{P=0) with increasing eleciro-
negativity of Z in OPZ; systems!®?, with decreasing bond length 1®® or with increasing
force constants calcufated from spectral analyses *°® is consistent with increasing bond
order due tod,_—p,, involvement but measured P=0 bond refractions are not''®. Although
the P=0 bond is transparent in the far uliraviolet, aryl group absorptions in phosphoryl
derivatives have becn examined for evidencc of canjugation with the P=0 group. Unfortu-
nately, conflicting interpretations of the importance of this interaction were put forth®?.
Strongly donating aromatic systems, however, greatly displace the p bands of aromatic
phosphine axides®? and this effect seems ta be asssociated with d,—p,, delocalization in-
volving only the phosphorus in the P=0 group®®' " since the orbitals on the phosphorus
used by the conjugating substituents are riot the same as those empioyed by the oxygen'!?,
A plot of the nuclear quadrupole resonance frequencies of the **Cl nucleus in a series of
OPCI; R compounds versus the effective elecironegativity of R as caleulated from H{P=0)
values''? yields separate lines for conjugating and non-conjugating R groups' %, Thus the
conclusion drawn is that if substituents on phosphortus can conjugate with phosphorus 4
orbitals, so can a phosphoryl oxygen. Further indirect evidence of phosphorus d orbital
participation in bonding stems from the weak interaction of the unpaired electron in anionic
radicals such as [Of’Ph;] ~ with the 3! P nucleus as indicated by their ESR spectra*'?, This
was interpreted to arise from the placement of the electron in an orbital of high 4 character
with enough s component to make coupling observable. Further splitiing due to ortho and
para protons on the pheny! groups was taken as evidence for the conjugation of the phenyl
moieties with phosphorus & orbitals. The inclusion of pi bond accupation and
electronic distribution in the theoretical treatment of >'P chemical shifts is ap-

Parently an essential feature®® . Whereas sigma bonds are generally composed of s and p or-



METAL-PHOSPHORUS BONDING IN COORDINATION COMPLEXES 27

bitals, 4 orbitals exclusively make up the pi bonds and the two contributions to the chemi-
cal shift are then additive*® . '*C—" H coupling constant measurements have also been re-
lated to pi bonding in P=0 links'!%, f '3C~! H increases from NMe, (131 Hz) to NMe,*
(145 Hz) and ONMe; (143 Hz) owing to the increase in electronegativity (positive charpe)
on nitrogen which increases the s character in the C—H bonds. Where a sizeable increase is
also noted from PMej (127 Hz) to PMe,* (134 Hz), the value for OPMe, (129 Hz) is in-
dicative of only a small change in charge on the phosphorus, consistent with substantial

pi feedback''* .

Calculations based on bonding theary have also been carried out and their validity tested
with experimental parameters in some cases. Ab initio computations !*¢ on PCl; and OPCl,
with Slater-type orbitals give orbital energies which compare favorably with vertical ioniza-
tion potentials measured from PE spectra when phosphorus 4 orbitals are included. Further-
more, when PCl3 complexes to oxygen, the phosphorus 3s and 3p,, populations decrease
greatly, whereas a large increase in the 3p,. and 34, densities occurs, with the latter exceeding
the former. Substantial 3d_ bonding has also been calculated ! 72-4:11# for OPF; by ab
initio 17118 y0n.empirical valence bond '*? and CNDO'2°2:® methods. Although in-
clusion of such a component brings the calculated dipole moment closer to the experimental
value''8-1202.b SCR_JCAO'! and CNDO!2%2%® calculations show that bond angles
arcund second-row atoms are virtually independent of 4 orbital inclusion. The larger pi
bonding and smaller sigma bonding calculated **”® for the P=0 bond in OPF» compared
with OPH, is rationalized by the higher electronegativity of the fluorine atoms compared
with the protons, which places a higher positive charge on the phospherus. The small change
in positive charge on phosphorus from PF3 to OPF; was interpreted as reflecting about
equal sigma donation and pi acceptance on the part of phosphorus, A problem arises in the
ab initio calcutations**? of OPMe,, which indicate that the charge on phosphorus in PMe,
is unaltered on oxide formation, vet the calculated dipole moment increase (ca. 2 D} is
only half of the experimental '®* increment (4.2 D). Ab initio calculations on PQ, PO"
and PO, systems also show a lowering of the ground state and a rse in overlap population
when d orbitals are included '2*®*P_ Extended Hiickel MO calculations including d orbitals
reveal '°% trends in P=0 bond length which look more realistic and overlap populations
which resemble those obtained from ab initio studies,

The preponderance of theoretical evidence, then, supports a degree of P=0 pi bonding
which is chemically significant in that it rather severely affects electronic distributions and
energies192:1203,124_ Op the other hand, the role of d orbitals in determining bond angles
seems minimal at best 1921202 14 is reasonable to conclude that whereas in many cases outer
d orbitals lie too high in energy and are too diffuse for efficient overlap '25, there are valence
state configurations in which highly electronegative ligands can sufficiently contract the
phosphorus 34 orbitals for overlap with a pi electron base'?**™%, in this case oxygen. Having
hopefully established an experimentally and theoretically reasonable case for ligand —acceptor
pi bonding in phosphoryl systems, we now turn our attention to some coordination com-
pounds which will be compared with phosphoryl compounds in a number of instances.
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TABLE §
Baron adduets of phosphorus and arsenic lizands

Adduct @ Properties Ref.
Base Acid
P(OCH)a(CH, )3 BH3 M.p. 247—-251°, air stable 41
P{OCH)3(CH3 )3 BaH, Dec. 270°, air stable 4)
F(OCH)3(CHa )3 BMey Dissociable solid 41
P(OCH)3(CH4)3 BF3 Decomposes easily 41
B(OCH2)3CMe BH, M.p. 199°, air stable 127
F{OCH;)aCM= BD; Air stable 127
P{OCH,)sCMe Bz2H, Dec. 167° 127
P{OCH;)3CM2 BMcs Solid, dissociates 127
MOCH<)aCMe BF, Hydrolyzes easily 127
P{‘-—l'}-C E&H BHj Decomposes easily Tle
As(OCH)3{(CHz)3 BH3 No reaction B85
AS(OCH)3{(CH32)a BMe, No reaction BS
P(NMeCH3)3CMe BHj M.p. T4~76°, sublimes in
' vaGuum s
P(NMeCH3)3CMe 2BHa) Dzc. 120°, sublimes in vacuum 35, 85
OP(NMeCH4)3CMe BHs Stable to dissociation at room
temp. 35
SP(NMcCH3 )3 CMe BH3 Stable to dissociation at room
- temp. s
As(NMeCH2)3CMe BH3 b Decomposes rapidly at room
temp. a5
As(NMeCH;)3CMe 2BH, Decomposes slowly at room
temp. 85
As{NMeCH, )aCMe BMea Dissociates slowly 85
AS(NMeCH,)3CMe 2BF; Dissaciates slowly 83
P(CH,0)3CMe BH4 Stable in air 20
PICH,0)3CMe BMe> No raaction 26
PICH2O)aCMe 2BF3 Unstable to dissociation and
hydrolysis 26, 85
P{CH,0)3CMe BBrsy Decomposition prevents
isolation 85
P(OCH3)aP BH3 ? Stable in air 3t
P{OCH,)3¥ ’ 2BH 3 Hydrolyzes easily 31
MeQGPOCH,CHA O BH3 Stable Liquid Tle
MeOPOCH;CMeyCH20 BH, 4 Stable solid T1e
MeOPOCH,CH,; CHL O BH, Stable liquid T2e
(Me0);, POCH2C(Me), ,(CH2 Ch ,CH2 O BH3 Stable liquid isomer mixture 128
(Me0),, POCH, C(Me) g q-(CHa Cl),,CH,0 BH3 Stable liquid isomer mixture 128
(Me0),,POCHMe)-CH2CH(Me) .0 BH3 M.p. 76—77.5°, stable 72e
(Meo)eq?(}CH(Me)eq-CHzCH{Me)eqo BH3 Stable liguid, mixtuse with

preceding isomer 72¢
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TABLE 5 (continued)

Adduct? Properties Ref.
Base Acid
POMe)a BH, 4 Stable lig., b.p. 86°/23 mm 72e, 129
P(OMe)3 BMey Dissociates 43
PLOED), BH; 4 Stable lig., b.p. 39°/0.4 mm 129
P(O-i-P1)s BHy9 Stable lig., b.p. 42-43%/0.1 mm 129
P(O-n-Bu)a BH3 9 Stable lig., b.p. 83—55°/0.15 mm 129
P(OPh), BH3 9 M.p. 54° 130
P(OCgH31)a BHa 9 M.p. 69° 129
P(NHz )3 BH; Solid 131
P(NMeH), BH» M.p. 30.5-31.0 132
P(NMe3)s BH34 M.p. 315 35,133
BMe, Dissociates 134
BEty Dissociates 134
OPQMMe, )3 BH3 Dissociates ’ 35
SP(NMe3)s BH3 No reaction as

7 The formulation of the adduct as shown is meant to imply nothing about the site(s) of attachment of
the acid. This will be discussed in the appropriate sections of the text. In all cases the base was reacted
with excess Lewis acid (B, Hg, B4H1g, BX3 or BR3) at soom temperature or below unless otherwise in-
dicated. It is noted under the properties column if no adduct formel b BzHgsfBase = 0.5. € ByHg/Base =
1.0.9 Base + BH; + CO;.

(ii) Boron adducis

1. Nature of the adducts

In contrast to phosphines or arsines, in which a boron Lewis acid has no choice but to
attach to the pnictogen, compounds such as phosphites, arsenites, amino phosphines and
amino arsines possess additional lone pair density on oxygen or nitrogen atoms. Table 5
containg pertinent data regarding the formation of adducts of the latter type made int our
laboratories?-3%:35.41,72€,85,127,128 yherg 129-134 have heen included for which use-
ful comparisons can be made in later sections.

FPhosphite and amino phosphine borane adducts can be made by depolymerizing B, He
or by replacing a hydride on the BH,™ anion®. In our syntheses listed in Table 5, stoichio-
metries were checked by analyses, molecular weight measurements or by plotting the vapor
pressure of the Lewis acid versua the mole ratio of reactants and noting the break in the
curve. The latter technique was particularly useful in the case of easily dissaciable adducts.
It was also found that the BMe; adduct of 1a could be used as a superior source of pure
BMe, when allowed to dissociate®! .

In addition to the possibility of multiple coordination sites in the ligands shown in Table
5, evidence has been put forth both for and against the involvement of pi bonding from
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the BH; moiety to 4 orbitals on phosphorus, Although a more detailed discussion of this
problem will occur elsewhere® , results bearing on our work will be included in subsequent

paragraphs.

2. NMR spectral parameiers

31p t1Band ' H NMR spectral studies conducted on the polycyelic?®:31:35,41,72¢,85 504
acyclic ligand?1-72€,135-138 horon adducts are most helpful in assigning the site(s) of co-
ordination on the ligand. Phosphorus coordination is expected only to shift the ligand 'H
spectra downfield by the inductve effect. It might also be expected that a change in the
phosphorus to ligand—proton coupling would be observed. Large ! ' B—2*P couplings are
also predicted if phosphorus is the basic site and these should register in the ' Pand ''B
spectra, Comparison of the relevant data in Tables 2 and 6 satisfactorily shows that phos-
phorus is bonded in the adduct, Coordination fo oxygen would not give such Jarge ' * B—
31P coupling and in the absence of exchange, the OCH protons would not remain equivalent.
That exchange among oxygens is not occurring is indicated by the observation of ' B—*'P
and 2! P--B—'H coupling. The reason for the equivalence in.’JBP and *BH valuesin Table 6
is not presently understood.

Several lines of evidence point to phosphorus as the donor site in 1:1 adducts of amino
phosphines. 1P, 1B and ' H NMR data similar to that presented in Table 6 for phosphites
have been interpreted in terms of P—B bonds in P(NMe; ); adducts of 8Hy and HEt, B
(ref. 139) and in P,(NMe)s—BH; compounds **?. The presence of v(BH) bands in the
24002500 cm™ has been concluded to be characteristic of PBH; systems whereas NBH,
groups yield »(BH) frequencies in the 2230—2400 region 7!,

Evidence pathered from 'H NMR spectra is summarized in Table 7 showing that a nitro-
gen atom in the polycyclic aminophosphine Viia can behave as an electron pair donor after
prior occupation of the phosphorus by a borane, oxygen or sulfur. Thus the CH; proton
resonances become a complex multiplet while three doublets'*? are expected for the NCH;
hydrogens on the basis of the schematic structure shown here.

H H
H!BVME
H ) “
MeW ?Me
H [ ]

Contrastingly, OP{NMe, }; forms a 1:1 adduct in which preservation of the NCHj; proton
NMR doublet suggests that either rapid exchange of the BH; group is occurring among the
nitrogens or that the phosphoryl oxygen (which is more basic than in OP(NMeCH; ); CMe)
coordinates to the borane. The Iack of a borane complex with SP{NMe, ), is explicable on
the latter hypothesis since the donor properties of a thiophosphoryl sulfur are expected to
be slight in this case.

Although evidence for di-adduct formation in aminophosphines such as P(NMe; ), Bu

and P(NMe, )Bu. could not be found !**, P(NMe, )Me, apparently forms
Hy BP(NMe, BHy )Me, quite easily '4?. From infrared studies, B—N bonding is also indicated
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in the 1:1 adduct P(NMe, BF3)F, but in the BH; mono-adduet of this lipand B—P bonding
is likely *#*. ' F NMR studies are consistent with di-adducts of the type 2BF 3 -OP(OMe),
and 2BF; OP(NMe, ); in which it ic believed possible for one of the oxygens or nitrogens
attached to the methyl groups to coordinate in addition to the phosphoryl oxygen 145,

It {s attractive to conclude that reduced N—¥ pi bonding in the palycyclic aminophos-
phine borane, oxide or sulfide (se2 Sect. B) is responsible for the increased basicity of the
nitrogens compared with OP(NMe, )3 or SP(NMe; )3, with the result that one of the nitro-
gens becomes tetrahedral on coordination to a BH; group. The easy formation of
H; BP(NMe, BH, )Me; supports this conclusion in that the lack of electronegative substi-
tuents on phosphorus in the ligand prevents the nitrogen from significantly pi bonding
with phosphorus. Involvement of more than one nitrogen in adduct formation in the com-
pounds in Table 7 is probably electronically rather than sterically inhibited. Models do not
permit an unambiguous conclusion on this point®® but it is reasonable that breakage of one
N—P pi bond in forming an N—B link will strengthen the remaining two. The NMR. data on
the polycyclic aminoarsine BHs and BF, adducts also show clear evidence for an N—B bond.
The lack of such behavior with BMe, could well be sterically determined. The isolation of
the crystalline compound Hiy BP(INMe; }a -EICl is not inconsistent with the above reasoning
since the strongly Lewis acidic proton is evidently able to coordinate to a nitropen but
another BH; group is not3%.

Borane coordination to phosphorus in Hy BP(CH; Q)3 CMe is shown by the simple doublet
for the CH, protons and the 2JPCH coupling constant of 0.8 Hz typical for coordinated
phosphorus?®. Moreover, MeC{OCH, ) CMe does not react®® with B, Hs. In contrast, both
P(CH; 0)3CMe and HC(OCH. )3 CMe reacted with at least two moles of BF 3, but facile de-
composition prevented further characterization of the products®S.

The absence of consistent trends in the ' B and P chemical shifts and the constancy
of ' JBP and 'JBH values in Table 6 preciude interpretation in terms of bonding arguments
A clue as to the nature of the boron—phosphorus bond in BH3 adducts of [ and II does
present itself in a study & 147 of the variation of 3JPOCH with the chemical shift of the
OCH proton in a series of the type AP(OCH; )3 CMe and AP(OCH)3(CH; )>. The linear rise
of 3 JPOCH with the downfield movement of the chemical shift shown in Figs. 9 and 10 for
the two phosphites is easily rationalized on the basis of an increase in 8 character in the P-0O
bonds and a rise in phosphoms & density owing to an increase in electronegativity of the A
moiety. When A = oxygen or sulfur, however, the NMR parametcrs give points which fall
off the line in a2 manner suggesting that pi density feedback to phosphorus from the chal-
conide abnormally shields the protons by & mesomeric inductive effect extending into the
ring oxygens. Since the BH; adducts in Figs. 9 and 10 are part of a linear plot involving
non-pi bonding acids such as carbonium ions, the bromonium ion and BF3, the foregoing
results imply that pi feedback from the BH; group is at least small compared with a chal-
conide,

A similar linear correlation is not observed?® for P{OMe); or P(OEt); and *JPOCH varies
less than 1 Hz from 10 and 7 Hz, respectively. The reason for this is not apparent at this

148
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TABLE 7
NMR parameters of boron adducts of aminophosphine denivatives
Adduct, &§YH(CH;)? 6'H(NCHs)? 3PNCHy  Rcf.
H3BP{NMeCH, )3CMe 282 2.51 14 35
H31|3
eCHq
HiBR(N™eCH, ), CMe 290-360°¢ 2.64 13 5
2.74 12
278 | 4
H3IB
NMeCH.
[RMeCH2—
OP(NMeCH; ), CMe 3.10-3.80°¢ 2.76 12 35
2.79 i1
H;lil
eCH»
SP(NMeCH+ }2CMe 3.14-390° 2.74 14 35
2.85 14
2.81 13
HaBP(NMe3z)a 2.63 9.2 137
Hg.?
NMeCH:
. 2
H3BAs(NMeCH };CMe 1.40-2.97°¢€ 2.55 Bs
2.78
3.07
Me3y BAs(NMeCH, }3CMe 2.6 2.54 85
F31|3
NMeCH
B 7
F3BAs(NMeCHs> }>CMe 2.7¢ 2.50 8s
2.63
3.03

2 Wish respect to internal MeaSi. ? 3/PNCH; = 5.0 Hz. € Broad absorption.

time but the structural and hence electronic flexibility of open-chain systems is undoubtedly
a factor. It is possible, for instance, that the changes in s character which dominate the
coupling are not on phosphorus but on oxygen. In caged phosphites the “hinge effect™
causes the oxygen bonding orbitals to increase in § character as the electronegativity of the



34

JpocH
(Hp)

~

. I S ]

APIOCH,)y CCHy  CHy
L]

o

ke

FEO); o

"I(co}‘.g“
Cr, Mo WiCD '4,5

5 E-] = 1 o
——— PPM  Downtiald

Fig. 5. Plot of 3JPOCH vs §CH; for P(OCHz)aCMe and its adducis and complexes

YpocHial=

(H 3

Fig. 10. Plot of 3POCH vs. 6CH for P(OCH)3(CH;)3 and its adducts and complexes.

2ar-

2 l
20
(-] o
| o
LT
18 =

3-1 o4

UL
o< pairy

AP (OCH), (CHyly

CHy,

1 5

4 3 2 |

—~— PPM Downfistd

1.G. VERKADE

A group increases while in open-chain systems the POC angle need not change appreciably.
While constancy of >JPNCH within 0.2 Hz of an average value of 9.3 Hz is observed 7 in
AP(NMe, ); where A = BH3, BH,Cl, BHC1,, BCl,, it is noteworthy that *JBP and '/BH
are curvilinear and neasly linear, respectively, with §'H, 5''B and §>'P (Fig. 11). Here,
increasing electron withdrawal by A produces shielding of the phosphorus and deshielding
of the boron nucleus and methy! proton. It is demonstrated in this series that the signifi-
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AP{NMe,); systems (taken from the data of ref. 137).

cant changes in s character registered in the rising !'B—>!P and "' B—'H coupling take
place around boron. Although the electronic environment of phosphorus is also changing
(az manifested by the comparatively large ' P chemical shifts), any s character change as
reflected in the ?*POC' H coupling seems to be completely attenuated by the nitrogens.

3. Dipole moments

Dipole moments indicate high polarities for the boron adducts (Table 8). Comparison of
a variety of BHy adducts®72¢:12%128 4ud phosphates?®+ 4% 729198 Jeads to the fim
conclusion that the P—B link is substantially more polar than the P=0 link in comparable
compounds. In view of the larger electronegativity of oxygen and its higher lone-pair den-
sity compared with the BHy group, it is tempting to regard this result as a strong indication
that pi back-donation Jowers the P=0 moment. Using the comparison Au(phosphate)/
Au(Me3zNO) = Au(H; B-phosphite)/Au(Mea NBH; } (where Au is the increment in dipole
moment upon fonming the oxide or BH; link) it is found that the experimental Az{phas.
pliate) values are 65% of those calculated for the caged derivatives of I and II whereas this
percentage for the six-membered rings and open-chain systems ranges from 55 to 80%. The
variation in the latter values is probably related to conformational differences ameng the
YPOC dihedral angles (Y = lone pair, O, BHy) in the derivatives from which the dipole
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TABLE 8
Dipole moments at 25° of borane and oxjde compounds of phosphorus
Compound Dipole moment?  Solvent Rel.
{debye)
—0—
HaBF(OCH3)2CH 6.25 CgHg 72e
HaBP(OCH)»{(CHz )3 882 O(CH2CH, )20 41
H3BP(OCHz)sCMe 8.60 O(CH2CH2 20 127
(H3B)eql]50CHgC(CH1C1),foe)eqCH-1C'D 6.01 CoHg 72¢
{OMe),,
(3 B)eql;ocug(:(cuza)eqcuc),xcugd 521 CeHs 72e
{OMe),
(H3B)qt OCH 2 COMe, }CH0 6.07 CeHg 720
(OMe)
(H3 B}eqél OCH(be), CH CH(Me), ;0 6.28 CsHs 72
(OMe),,
m,n)axl'lrocﬂcue)eqcuzc1{me}eqb 5.89 CeHe 72¢
(CIDMe)a:I
H3BF(OMe)3 3.07 CgHg 72e
OP(OCH)3 (CHz)» 7.46 b
OP(OCH;}3CMe 7.10 O(CH;CH3);0 39
7.29 CeHs 146
Oli’mHgCHz O 4.47 CsHe 72e
OMe
L ——
Oil’ucrhCH;(:H,o 5.55 CsHsg 72e
OMe
oeqlfocu,cmr-nu)eqcmé 5.63 CsHe 72¢
(OMe)ax
[
Onll’OCHgCH(PBu)e_qCHgd 5.08 CeHg 72e
(OMe),,
OF{OMe)3 3.18 CgHe 40

2 precision is £ 0.05 debye unless otherwise specified, b Because of insolubility of the compound, this
valne was estimated by adding the difference in moments for Ta and OP{OCH;)3CMe 1o 4.51, the mo-

ment for H.
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moments are taken for the crude calculation. The effects of lone-pair orientation are also
again evident in that the moments increase in the series open-chain < six-membered ring <
bicyclo-[2.2.2] octane 2= adamantane derivatives in both the phosphate and BHj series.
Similarly “over-constraint™ in the highly strained ring sytems Hay BP(OCH;); CH and
{(MeQ){O)POCH, CH,0 apparently destroys to some extent the ability of the oxygen fone
pairs t0 add vectorially along the molecular dipole axis as well as they can in the bicyclo-
[2.2.2] octlane and six-membered ting analogs, respectively, and so the overall moments
are lowered. The same effect can be seen in Table 1 for the analogous phosphites.

It is assnmed in the proportionality used in the previous paragraph that P—B pi bonding
is at least much less than that in 2 P=0 link. There is some evidence, however, that there
is a reduction in polarity in Hy BPPh; (4.79 D) compared with Cl; BPFh; (7.03 D) beyond
that expected on sigma bonding alone '#?. Using?*® a correction for the BH and BCl mo:
ments based on CHy and HCCl,, zero and 1.18 D were subtracted from the moments of
the BH3 and BCl, adducts, respectively. The remainders are then crudely representative
of the BPPh; moments in both '*®. Assuming that the PPhy contribution in each is oot
very different, it is clear that the BP moment is less polar in the BH; adduct and pi bonding
may be responsible '+,

The melting points of the BH; adducts span a rather wide range from H3 BP(OMe),
(liguid) to the five- and six-membered ring phosphite adducis (liquids or relatively low-
melting solids) to Ha BP(OCH, )sCMe (199°)*27 to Hy BP(OCH)3(CH, )a (247—251°)%*.
Although lower symmetty is undonbtedly partially responsible for the lower lattice energies
of the non-caged species, the effect of dipole—dipole interactions seems to become evident
in the caged adducts since increasing melting point parallels the increase in polarity *'. A
similar phenomenon can be noted for the parent phosphites [ and II and the oxides**¢
(Tables 1 and 5). The origin of the higher moment for Ha BP(OCH);(CH,); is not clear.

A greaier induction effect due to the larger number of carbons compared with

Ha BF{OCH, )2 CMe is not likely to be totally responsible since the difference in moment
between la and Ig (Table 1) is negligible. Small bonding changes in the two cages probably
play a role here.

4. Infrared data

Boron—phosphorus stretching frequencies have been assigned 42> 726154, 1522,6 4, 5 cap00
of compounds (Table 9) but relatively little can be conciuded from: them because of the
absence of consisient trends. Coupling effects are undoubtedly a factor here since the 750—
900 cm ' region is quite rich in absorptions in the phosphite adducts. A similar conclusion
was reached %2 after assigning boron—phosphorus modes in borane adducts of PMe;,
P(NMe, )F; and P(NMe, ). F.

The trend in boron—hydrogen frequencies seems to correlate reasonably well with the
bavicities of the phosphites as paralleled by the phenol shifts of the phosphates (vide supra).
Thus the higher asymmetric and lower symmetric*?>'%? »(BH) values increase as the basicities
decrease in the order 55 P(OMe), > MeOPOCH, CH, O =2 MeOPOCH, CH.CH, 0 >
HO‘CH; )3CMC > P(OCH:);CH.
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TABLE 9

Infrared data for boron adducts of phosphorus compounds

1.G. VERKADE

v(BH), v(BD)®

Adduct w(BP)“ Ref. Ref,

Asym. Sym. Weighted

average
r'_'_"o_l

HaBP(OCH, )}, CH 2433 2380 2415 T2e
H3BP(OCH)s(CH;)s 860 42 2400 23504 2383 42
D3BP(OCH)3(CH2)3 848 a2 1827 17194 1791 42
H;BaP(OCH)3(CH;)s 868 42 2470 23509 42
Me3BP{OCH)3(CHz )3 833 42
F3BP(OCH)3(CHz)a B54 42
HaBP({OCH; )3CMe B85S 42 2400 2355 @ 42

2418 2366 2399 72
D3 BP{OCH; }aCMe 844 42 1810 17057 1775 42
H3B3PF({OCH;)3CMe 855 42 2510 24009 42
Me3BP(OCH;)3CMe 811 az
F3BP{OCH2)aCMe 869 42
HaBli’ClCH;CHgO 2410 2363 2394 Tle

OMe
Halil[-'OCHzCHg CH,0 2411 2364 2395 72e
OMe

H3BP(OMe)3 199 42 2402 2362 2389 72e
Dy BP(OMe)s 159 42 1795 16912 1760 42
HiBPH; 572 149 2399 2392 2397 152b
H3BPF; 607 °¢ 150 2458 2385 ¢ 2432 152a
H3BPPh, 6089 149 2440 233049 2403 149
D3BPFPh, 1820 175529 1798 149
H3BPMell, 581°¢ 152b 2386 2344 ¢ 2355 152b
DyBPMeH, §33 ¢ 1526 1802 1730 € 1778 152b
H3BMe H 575 ¢ 152b 2366 2346 ¢ 2359 152b
D3BMe, I 518 ¢ 152b 1795 1742 € 1777 152b
HaBEtH, 562 ¢ 152b 2385 2348 ¢ 2373 152b
D3BEtH, 507°¢ 1526 1802 1704 € 1769 152b
HyBEL;H 573 ¢ 152b 2368 2341 °¢ 2359 152b
D3BEf,H 511¢ 1526 1785 1733 ¢ 1768 152b
H3BCO 2434 2380° 2412 152n

4 Measured in solid state or polar solvents such ax CHCl3, CH3Cl; and CH3CN. b Measuzed in CCl, or
CsHg unless otherwise specified. ¢

ture plass.

Liquid. 9 Estimated from spectra shown in tef. 149. € Low tempera-
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The B frequencies are in agreement with this order in cases where they were measured,
The increase in »(BH) with decreasing basicity can be ascribed to the rise in 5 character of
the boron as it progresses from a more sp> configuration toward sp?. Indeed the weighted
average of the BH stretching modes linearly correlate with 1JBH in a variety of boron com-
pounds aad borane adducts containing oxygen and nitrogen donors ! 5%, Unfortunately, the
lack of precision in several of our 'JBH values and their small range (see Table §) do not
permit a similar correlation to be made aithough the points generated by the coupling and
the weighted average of the BH frequencies (Table 9) corroborate the linear correlation in
which no phosphorus—boron adducts were present!3¢ . Similarly the v(BH) data for H; BPH,
and HyBPF; in Table 9 in conjunction with their !* B—! H coupling constants (103 Hz
(ref. 151) and 107 Hz (ref. 156)) help verify the correlation’“? although inclusion of ail
data on phosphorus compounds tends to alter the slope of the line slightly.

The gross infrared features of the phosphite—borane adducts do not allow much specula-
tion on the electronic nature of the BP bond. [nasmuch as there is general agreement, how-
ever, that H3 BCO possesses the capability of BC pi bonding, it is extremely noteworthy
that the BH stretching frequencies for this compound and for Hj BP'(FLQ{_RH are the
same to within experimental error. It is also interesting in this regard that force field calcu-
lations on H3 BPH; and H;BPF, give PB bond orders of 0.78 and 0.92, respectively *>7.
Since the BH frequency increase from H; BPH; to HyBPF; (Table 9) is in accord with the
expectation that PF; is less polarizable than PHj, the larger bond order in the PF; adduct
is consistent with the possibility that pi feedback from the BH; group is more pronounced
when electronegative phosphorus substituents are present,

5. Enthalpy data
Heats of association were measured*!* 1?7 on Me; BP(OCH, )3 CMe (—14.4 kcal/mole)

and Me; BP(OCH)»(CH; )3 (—15.9 kcal/mole) for the reaction
Phosphite (solid) + BMe3 (gas) = Me; B.Phosphite (solid) (11)

These values are very close to that obtaincd for Me3 BPMe; (—16.47 kcal/mole **#2) and not
far from the one measured for F3 BPMe; (~18.9 kcal/mole 1%%2), In spite of the weaker
basicity of bicyclic phosphites compared with phosphines, the comparable heats of associa-
tion with BMe, may reflect the reduction of steric requirements of the bicyclic phosphites
compared to PMe;.

The heat of association of H3 BPF; has been evaluated at —24.9 kcal/mole * %€, The
rather high value of this enthalpy eould represent a partial stabilizing contribution from
BP pi bonding. Such a consideration gains merit from the fact that F3 BPH; is very highly
dissociated *3%2,

Phosphite II appears to be somewhat stronger as a base than Ia but both are significantly
weaker than MesN in a reaction analogous to (11) for which AH, . = —25.1 kcal/mole
(ref. 127). From a.normal coordinate analysis of 13 BPl3, a best it of the infrared spectrum
was obtained 152 assuming a force constant of 1.0 mdyne/A. Using a plot of force constant
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versus association energy for a variety of molecules, an extrapolated value of —16 kcal/
mole was predicted **®® for I3 BPI; and the good agreement with those found for our caged
phosphite Me; B adducts is not unreasonable.

This rise in the heats of association for the borane adducts of PPhH; (—31.2 kcal/mole),
PPh, H (—34.1 kcal/mole) and PPhy (—37.6 kcal/mole) according to

Base (soln) + BH; (gas) == H;B-Base (soln) {12)

has been ascribed **? to less reorganization energy toward tetrahedrality for the base and
greater ease of phosphorus charge neutralization by mesomeric induction as the number of
phenyls increases, The latter is substantiated by a downficld chemical shift in the phenyl
proton NMR spectra along the series'?®. Evidence for a detectable pi effect in triaryl phos-
phine boranes comes from a comparison of enthalpy data for a series of alkyl and aryl
boranes and BF; adducts!3?. Heats of association for the BF5 adducts, viz.

Base (soln) + BF; (gas) = F3B-Base (s0ln) (13)

became less exothermic with increasing aryl substitution and decreased linearly with the
sums of the Taft polar substitution constants as expected on inductive grounds. The same
correlation for the BH; adducts, however, produced a change in slope of the line when
alicyl groups were seplaced by aryls. The enhanced stabilization in the aryl phosphine
boranes is about 4 kecal/mole and is attributable to BP pi bonding originating from the BH,
group %%,

4. Displacemenr reacrions

Although entropy effects render evaluations of Lewis basicities from equilibrium con-
stant data dangerous, a series of very similar bases sucb as phosphites measured with respect
to a comunon acid should be relatively free of changes in entropy. By integraiing NMR
absorptions for equilibrated benzene solutions containing the species

H; B-Phosphite + Phosphite’ < H; B-Fhosphite” + Phosphite (14)

The following order of basicities toward BH3 was established: P(OMe); > P(OCH,)sCMe >
BOCH, ), CH and MeOBPOCH, CMe, CH, O > F{OCH; ) CH. The observation that

P{OCH; );CMe is incapable of displacing BH, from H3;BNMe, while P(OCH)(CH;); is
partially able to do so*!**2? shows that II is a stronger base than Ta. All of these results are
entitely in accord with conclusions drawn previously in this review regarding the decrease
in phosphorus basiclty npon augmenting the “hinge effect™ by greater constraint of the
alkoxy groups.

Displacement reactions in solution usiag the bifunctional phosphorus ligand P(OCH; ), P
yield the order®® PBu, > P(OCH; )3 P > P(CH; Cl);. It is quite interesting that the phos-
phite phosphorus is more basic than the phosphine phosphonis in the caged ligand VI and
the phosphite phosphorus in VF is more basic than P(CH; Cl)s, which is opposite to elec-
tronegativity arguments in both cases. It was also found3! that P(CH;0),CMe >
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P(CH,0}3PBH;3 and P(CH; 0)3 As > P(CH, Q)3 PBH;. Here the large dipole moment of
P(CH, 0),PBH;, estimated '*° to be about 7.4 D in the direction of the borane group,
weakens the basicity of the phosphine phosphorus at the positive end of the dipole. This
dipolar-inductive effect is weaker for the bases with which the borane bicyclic base is com-
pared; their moments are almost five times smaller (Table 1).

7. Structural data

Phosphorus—boron bonding occurs in all the BH, adduct structures thus far analyzed
and the separation of these atoms decreases in the series HyBP, Me,BH3 (1.951 A)8!,
H3;BPH, (1.93 A)'¢*2, H, BPH, Me (1.906 A)'*®, H, BPMe, (1.901 A)"¢?®, H, BP(NHa),
(1.887 R)'**, FaPBH,; BH, PF3 (1.848 A)'%*, H,BPF; H (1.832 A)' %3P and H,BPF,
(1.836 R)'5%¢. In the adduct shown in Fig. 12, the BP distance (1.879 A)'%5 falis close to
that in Hy BP(NH; )5 and it appears that electronegativity effects strongly influence the BP
bond lengths.

Fig. 12. The molecular configuration of BH 3 (MeQ)P(OCHMe)3CH, .

Although the question of BP pi bonding is not resolved, the fact that the PO distances
(1.55—1.57 A) are very close to the analogous ones in the phosphoryl structuzes below 72—
might be taken as weak evidence that some pi bonding must occur in the BP tink.

o © M
aPh oH OH
cHpBr Me
=) -8y (s} Me o Me
Ma Br Ph

An interesting feature of the structure in Fig. 12 is that the precursor phosphite can
exist! %6 as the two isomers
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Me

O O e
F/__{ow Meoxﬁiow
Me Mg
XI11

6Me
xi
For the structural study, the H3 B adduct was formed from the therrnodynamically stable
isomer % XI. Because phosphorus inversion on adduct formation at low temperature is un-
likely, the thermodynamically more stable isomer contains an axial methoxy group and an
equatorial lone pair.

8. Ab initio calculations

Photoelectron spectra in conjunction with ab initio calculations show that the major
changes in orbital populations on forming the H; BPF3 complex are a decrease in the phos-
phorus 35 by 0.32 electron and an increase in the 34 by 0.18 electron'®?, The total contd-
bution to the BP pi population (2p, —3d and 2p,—3p,_) is much smaller '4? (0.08) than
that of the sigma (0.57). Similarly, it has been calculated '®® that phosphorus 34 orbital
participation in overlap population in the hypothetical OPHy is much greater (0.272) than
in H; BPH,; (0.034).

From the theoretical and experimental evidence discussed here, it seems quite likely that
the BH; group can participate in pi bonding with phosphorus as was first postulated aver
fifteen years ago to account for the unusual stability of phosphinoborines!5%. It does seem,
however, that the pi contribution to the BP coordinate link is small compared with that in
a phosphoryl bond.

{iit) Metal complexes

1. Nature of the complexes

A compilation of all of the P(OR); and P(NMe, ), complexes which have been reported
ir: the Jiterature would comprise well over a thousand compounds®. Even if the list were re-
stricted to polycyclic phosphite complexes, over three hundred compounds would have to
be included®. Since the chemical and spectroscopic bases for the formulations and sterea-
chemical assignments of the complexes as well as their syntheses are included in ancther
review>, they will be omitted for the most part here.

The spectroscopic studies discussed below were generally carried out on complexes con-
taining polycyclic phosphorus ligands, although in some cases open-chain ligands were also
used. The complexes studied contained metals in oxidation states from zero to plus three
and possessed various stereochemistries. Thus metal carbonyls of the type M(CO);s L, cis-
and zrans-M(CQ), L, (where M = Cr, Mo or W), Fe(CO)4 L, rrans-Fe(CO); L, and
Ni(CO)3 _x Ly (x =1 to 4) were employed ?%+1 7175 A5 investigated were zero through
trivalent species such as PdL, (ref. 173), PtL4 (tef. 173), MnLs* (refs. 36, 176), FeL,%*
(zefs. 36, 176), CoLs" (refs. 15, 177—180), [Col(NO,);] " (ref. 179), CaLg¥* (refs. 177—
180), NiLs?" (refs. 177—180), trans-NiL3(CN), (ref. 181), cis- and trans-MX, L, (where
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M =Pd or Pt)?7%:182:183 Cy] * (refs, 179, 182), AgLy”® (ref. 182), ZnL4?* (ref. 176) and
CdL,** (ref. 176). Some highlights concerning the stereochemical features are discussed
in the following paragraphs.

The metal carbonyl phosphite complexes are colorless but the phosphine analogs are
pale yellow?®:! 7™ _ Some rather subtle steric and electronic factors appear to govern formation of
cis and frans isomers, Whereas rrans isomers of I are made with all three Group VIB met-
als!7t-172 the only frans isomer of Iz which could be isolated was that of chromium!7®:172
while molybdenum and tungsten gave cis isomers, Models indicate that Ia is slightly less
bulky than II (Fig. 13) but it may be that the difference in steric requirement is sufficient
to force a rrans configuration for Ia only in the case of the smallest metal. C¥s isomers can
be made for all three metals with both Ia and I1' 72, By merely substituting a propyi chain
for the methyl group in Ia, ¢is complexes of tetracarbonyl molybdenum acd tungsten can
be formed but now the cis chromium analog seems to be synthetically forbidden®?2. A
bizarre illustration of the questionability of steric arguments is the ease of the isomeriza.
tion of cis-Mo(CO), [P(NMe; ), ], to the trans form in striking contrast to the rerarkable
stability of the cis (NMePh); analog'®4,

Fig. 13. Models shawing the geometriczl properties of P{OCH2)3CMe, P{OCH)3{CH2 )3 and P(OMe);.

Carbonyl complexes containing two different monrodentate ligands are relatively rare.
As was observed earlier ! 8%, the synthesis of such compounds can be complicated by forma-
tion of several other products. Thus the preparation of ¢is- and trans-Mo{CO)4LL’ (L = Ib,
L’ = {OMe),) involved the isolation (by column chromatography) of cis- and trans-
Mc(CO)sL: and mamns-Mo(CO)4 Ls as well '35 Other mixed complexes made were ¢is- and
trans-Mo(CO)s LL" and trans-Fe(CO)s LL" where L" = P(NMe, ), (ref. 186).

The difunctional ligand P{OCH; )3 P possesses two donor sites and its geometry permits
linkage isomerismn and metal bridging. Complexes of the type (QOC); MP(OCH; )3 P and
(OC)s MP{OCH; ) PM(CO)s (M = Cr, Mo and W)>2, (OC), FeP(OCH, )3 P (ref. 32),
(OC)4 FeP(CHj O)s P (vef. 32), (OC)4 FeP(OCH; )3 PFe(CO), (tef. 32), trans-
P(OCH, )3 PFe(CO); P(OCH; )3 P (ref. 59) and cis-P(OCH; )3 PMo(CO), P(CH, O), P (zef. 174)
have been characterized. The complex [(QOC)s WP(OCH,): PMe] BF, containing a quater-
nized ligand has also been reported®? and preliminary results!?? indicate the existence of the
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square molybdenum polymer shown below. Polymers of iron and nickel also occur!74.

When Xa is aliowed to react with hydrated divalent Mn, Fe, Ni, Zn or Cd ions, com-
plexes of the type ML, ** are formed in which the PH and P=0 stretching bands of the free
ligand have disappeared ' 7, These results suggest the formation of an MP bond. Of the two
structures helow, XIII seems more reasonable since only migration of a proton to the phos-
pheryl oxygen is involved whereas X1V involves oxygen insertion into a P—H bond. Although
there is no reason to expect inversion at phosphorus, XV cannot be ruled out but XVI would
appear to be sterically crowded.

p— 24+ —_ 2+
jor HO
M"pjoo CH
. %>
XL MR on i
XIV
— —_ 2 —_ 2%
H
8 o
HO H
M-——T\ HO’T\
Q OO
N, i
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In surprising ¢ontrast, isomer Xb does not react with metal ions. Both isomers dehydrate in
the presence of Cu?* and reduce it to give Cu(Il),*; the green Ni(Xa), ** easily dispropor-
tionates on heating to give! 76 the yellow Ni(Il)s2*. Whether the differences in behavior of
Xa and Xb are premarily steric or electronic in origin is not certain at this time. Contrary toa
recent statement in the literatare ®7, however, phosphorus—metal bonds do exist between
H(O)F(OR), ligands and class (a) metals, in our case divalent manganese and iron.
Electronic factors are certainly responsible for the lack of isolable complexes of
H{O)P(OMe); with these ions'®®, Other reported examples of metal complexation of
H{Q}P(OR), or H(O)P(OFh); in the “enol” form via the phosphorus are thus far confined
to zerovalent metal cacbony) derivatives, monovalent copper and divalent platinum* . While
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ByoH,;, also coordinates H{O)P(OEt), in the enol form, apparently BCly does so via the
phosphoryl oxygen in the keto form?.

Cobalt(ll) ions undergo dismutation!??"'8? {0 a monovalent and trivalent species in the
presence of phosphites according to eqna. (15).

2 Co? + 11 L » CoL¢* + CoL¢** (15)

The yellow cobalt(I) and pale yellow to coloriess cobalt(IT) complexes are best isolated as
the BF," salts since one of the trivalent cobalt perchlorate derivatives is explosive 7.
When cobalt(ll) nitrate is allowed to react with P(OMe);, [CoLs ] [Col{NO3);] can be
isolated and the novel cobalf(I) anion can also be obtained as the azure blue tetraphenyl-
arsonium salt17?, In view of the marked proclivity of the coordinated nitrate ion ro behave
in a bidentate fashion'??, the complex anion is probably a five-coordinate species. Nitrates
of the CoL;3* species tend to be unstable with respect to decamposition while {CoLg | NO3
compounds are not'7%,

Phosphites react with nickel(1) to give five-coordinate compounds which are isoelectronic
with the monovalent cobalt systems”” 7 199182 and presumably are also isostructural (vide
infra). The nickel complexes of the caged phosphites can be reduced to zerovalent NiL,
complexes in aqueous base 182,

NiL;?* + 2 HCO,™ - NiL, + H,O0 + O=L + CO, (16)

This preparative reaction is similar to the non-aqueous scheme reported for tetrakis-trialkyl
phosphite nickel compounds!®? except that the five-coordinate species were not isolated.

Square-planar palladium(II) complexes of easily solvolyzed phosphorus ligands can be
made conveniently by a metathetical reaction using frans-dichlorobis(benzonitrile}palla-
dium(In) 175182,

The somewhat strange ability of nitrate to complete with P(OMe); for metal coordina-
tion sites, made evident in the [CoL(NO3);] " ion, isagain observed’™ in [AgL;NO;]. The
lack of such competitive behavior in the case of polycyclic phosphites may be related to
their stronger ligand fields**® (see next section).

2. Ultraviolet spectral studies

Calculation of Dg values from the UV —visible spectra of complexes is relatively straight-
forward in the case of highly symmetrical complexes*?* and the diamagnetic CoL;>" phos-
phite complexes of (;, symmetry yield valuable information on the nature of the cobalt—
phosphorus bond. In addition to the two charge-transfer bands st about 39,500 and 44,500
em ! (€22 10°), two bands at lower energy (ca. 30,500 em !, e 2 10° and 35,500 em !,
€2 10%) can be assigned 7718 to the spin-allowed '4,, + ' Tip and ' 4,¢ = ' Ty tran-
sitions, respectively, depicted in Fig. 14. Because neither of the two weaker spin-forbidden
transitions were observed, the ratio of the Condon—Slater integrals F5 /F, in the simul¢a-
neous equations (17) and (18) for the strong-field case was taken'?* to be 10 on the reason-
able assumption that it would be between that of Co(en)s?* {9.3) and Co{CN)¢*" (11)
(refs. 193, 194).
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Fig. 14. Energy levels for a 4% jonin a strong octahedral field.

AE(*Tyg — ' A1) = —35F, + 10Dg an
AE(*Tyg — A1) =% 16F; — 115F4 + 10Dg (18)

The results in Table 10 imply that the ligand field splitting decrease from Ia to P(OMe);
and that surprisingly the bhicyclic phosphite is quite comparable to cyanide ion in the field
strength it displays toward trivalent cobalt.

The high ligand field splitting cansed by phosphites is not explicable in terms of sigma
donor character since they are weaker bases toward protons and Group [T Lewis acids than
amines which have very much lower Dg values even if they can chelate (e.g.*?® 2,320 cm
for Co(en); **). Metal-to-phosphorus pi bonding is very attractive to postulate as the main
source of extra stability of the ' 4, level as is predicted by ligand field theory '*S.

TABLE 10

Ligand field parameters for octahedr=l cobalt(tli) complexes

Ligand Dg° B aE( ng— Tig)
') {em )

N 3480 2 0.37% 6410°

P(OCH3)3CMe 3290 0.28 5000

P(OCH: )3 CEt 3270 0.22 5800

P(OCH)3(CHz)3 3225 0.13 2300

B{OMe)s 3080 0.19 3300

4 The values quoted here for the phosphites differ slightly from those given {n previous |:|ul'nu:amm-m“""“m

because the ;-alue F3/Fq was assigned a more conservative value rather than using the cne for Co(CN)g”
(sce text) 178180 1y, spectra and the band positions were obtained by Gaussian analysis. € H.B. Gray
and N.A. Beach, J. Amer. Chem. Soe.. BS {(1563) 2922,
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While negative evidence must be viewad with caution, the absence of CoLg3* complexes
where L is PRy may be attributable to the relatively poor pi bonding capability of the phos-
phorus (i.e. R is insufficiently electronegative) in spite of its higher sigma basicity. At the
other extreme Co(PF, )s>" may be unstable because the phosphorus is not sufficiently basic
to neutralize properly the charge on the metal so that electron density from the metal is
unable to delacalize into the highly acidic pi orbitals on phosphorus. The intermediate
sigma donor and pi acceptor ability of phosphites may thus be responsible for their very
high position in the spectrochemical series for cabalt(If1) complexes, viz.

CN™ > P(OR)s > en > NH; > H, 0 > CO3*~

The decline in Dq in the order Ia = Ib > 11 > P(OMe); may reflect a rise in ligand—
ligand repulsions in the same order as might be expected from their increasing st_ric require-
ments (Fig. 13). It is tempting to ascribe part of the decrease in Dg from caged phosphites
to P(OMe); to a fall in pi acid strength (owing to the “hinge” effect) which overrides an
augmentation in sigma donor strength for which evidence was presented earlier in this review.,

A measure of the interelectronic repulsion in the complexes can be gained from the
1atio § = (Fy, —5F,)/B;,, where B, is 1100 cmi* for cobalt(Ii[) 2. Although no consistent
trends are found among the § values or the differences in energy between the T,z and ' T,
excited states (Fig. 14)'7® for the phosphites, both nephelauxetic criteria suggest that the
cyano complex entails more electronic repulsion on the metal (less covalent binding) than
the phosphite complexes.

Stable cobalt(I) complexes containing monodentate ligands are rare. Besidas the pentakis-
phosphite cobalt(I) cations described in the previous section, only the Co(CNMe)s* and
Co(CNFh);* species have been characterized 942, In contrast, the pentacyanocobaltate(l)
anion has only been detected in solution!®?2 9, The pentakis-phosphite nickel(II) cations'7®
and the pentacyano nickelate(II} anion??® are iscelectronic with the cobalt(I) complexes
and presumably isostruciural. The simiiarity of the UV—visible spectra of the cobalt(I} and
nickel(lI) phosphite compounds (Table 11) is consistent with this idea as are the trigoual
bipyramidal configurations found for Co(CNMe):” (ref. 196b) and Ni(Il)s** (ref. 199)

(see Sect. 9).

The one-clectron spin-allowed ligand field transition of lowest energy in ad® complex
of D3y symmeiry is (¢")*(¢")* = (") (¢')’a, (see Fig. 15)2°°, In all the comp!lexes for
which assigmments have been made *®°, the extinction coefYficients of the observed spectral
band of lowest energy are relatively large (ca. 10*). A significant number of spectral data
on trigonal bipyramidal nickel(IT) phosphine complexes is most consistently interpreted,
however, il the lowest energy band in their spectra is assigned to the &’ + 4’ d—d transition 9!,
The high intengity of this band has been ascribed to a large admixture of higher configura-
tions by odd crystal field components2®! and to covalency effects?92,

If the data in Table 11 are regarded with the above considerations in mind, the low en-
ergy bands (24,800—27,400 cm !, e 22 10?) of the nickel complexes (assigned to the &'~a’

ligand field transition) lie considerably higher in energy than those found for complexes



43 J.G. YERKADE

Dap Cy, ORBITALS
T
B, a, d,2
(]
e ey dxa_ya,dxy
n
& 32 dxz,dvz

Fig. 15. Energy levels for ad® complex in Dy and Cyp symmetry.

of the type [NiLX]", where L is a tetradentate phosphine tripod ligand ?°* (ca. 17,000 cmi™*).
This is not unreasonable in view of the higher ligand fieid expecied for five phosphites than
for four phosphiines and a halogen. Comparing the relative energies of the cobalt(l) and
nickel(Il) complexes of the same phosphite indicates that the cobalt(l) ligand field splittings
appear to be somewhat greater. This may be a consequence of the larger ligand field stabili-
zation due to pi bonding which might be expected to be slightly larger for a smaller positive
charge on the metal292, It is also seen from the low-energy transitions in Table 11 that the
ligand field strength of P(OMe), is smnaller than those of the caged phosphites and this ac-
cords with the conclusion reached carlier for the octahedral cobal t(111) complexes.

TABLE 11
Spectral parameters of pentakis-phosphite cobalt{l) and nickel(I¥) complexes
Band maxima 3 Rel.
enily {/mole.cm)
Cof{P(OCH2)3CMe] 5" 28,600 1.1 x 16° 180
43,500 1o x 10*
Co{P(OCH4)1CEt} 5" 28,600 1.4 % 103 180
45,400 1.3 x 10%
ColP{OCH)a(CH1)3) 5" 29,300 14 x 10° 180
43,500 1.5 x 10?
Co[P(OMe)als" 26,200 1 x10® 179
39,600 1.6% 10°
43,500 1.3x 108
Ni[P(OCH2)aC(CH2)sMe] s 27,300 2.6 % 109 179
Ni[P(OCH)a(CHa)als 27,400 2.1x 10% 179
Ni{P(OMe)a]s* 24,800 2.5 % 10% 179

40,200 1.6 x 10%
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Inasmuch as only one spin-permitted band is expected in D3y, symmetry 2°!, the more
intense bands at highet energy observed in the nickel(IT) phosphite complexes are probabiy
of the charge-transfer type.

When nickel{(II) cyanide is treated with phosphorus ligands, both foue- and five-coordinate
complexes of the type NiLs(CN). and NilL, (CN), are formed '8%:20%,304=308 Trjpgpal.
bipyramidal siructures of Dy) symmetry generally have been assigned on the basis of the
single observed cyanide stretching frequency '%1:202:2¢92_ g|¢hough the solid-state molecular
structures obtained for the compounds

NiL3{CN}, PPhMe RP
3 2 2

{L=PEN(OEtL) (R=#e,EL}
Ref. 209 a Ref. 208 b Ret 270

support the grens relationship of the cyanide groups, distortion from an idealized trigonal-
bipyramidal geometry (which in some cases is severe) can be observed (see later). The re-
ported2°7 dipole moment of Ni(PBu,),(CN), (2.44 D) is inconsistent with D,j, symmetry
as are the two low-energy maxima observed 2°2 in the electronic spectrum of Ni(PPhy Me)3(CN)s.
Despite the above difficulties, the low-energy band in NiL3;(CN)a has been assigned to
the ' ~a’ d—d transition in Dy symmetry 2°%:2%%_ If the spectral assignments are correct,
inclusion of our data in such an analysis indicates that all of the ligands (which are of the
type P(OPh); (ref. 181), P(OR), (refs. 181, 204a), PPhy_,(x = 1 or 2)*®*2, PPhMe;,
(ref. 202) and P(CsF; )Me, (ref. 202)) vield a iow-energy band between 22,500 and 24,600
em} with that of Ni(CN): *~ being2%4? at 23,800. Because of solubility problems, only a
broad band at 27,400 cmi™? could be seen 8! in trans-Ni{P(OCH, ) CMe] 5(CN),, which
could possibly have a low-energy component in the 24,000 cm™* region. Thus the low-
energy band in these systems does not appear to be very sensitive to variations in ligand field
strength. Electronic and steric factors governing spectrally detected dissociation equilibria
of the type 202,2043, 205,206

NiLsX; > Nil; X, +L (19)

are not understood *3*.

The lowest-energy band in Ni[P(OEt)a] s (42,000 cm?, e = 2.2 x 10?), Ni[PPh(OEt); ],
(30,000 cm™!, ¢ = 1.8 x 10%), PA[PPh(OE1),]a4 (32,300 eri!, & = 1.7 x 10%) and
Cu[PPh(OEt); ] 4" (36,800 cm™ , € = 0.8 x 10%) have been assigned to a combination of
two transitions emanating from two metal 3d states ((22)? and (3#;)%) to a n* state (44,)
on the lipand?!!. Although the lower energy transition in the nickel complexes might have
been expected with P(OEt); because of the greater electronepativity of an OEt group com-
pared with Ph, the hipher energy transition in the P(OEt)s complex is ascribed to electronic
repulsions in the d* (a*)? state which would be more interse with lone pairs on three oxy-
gens, Equilibrium studies show that PPh(OEt); replaces P(OEt)s in the nickel complex to
give NifPPh(OE(); ] 4 and it was concluded**! from this and the spectral results that metal—
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phosphorus pi bonding is more extensive with PPh(OEt), . It is difficult to rationalize within
this theoretical framework the aralogous ultraviolet spectral data obtained earlier in our
laboratories for Ni[P(OCH; }3CMe] ; (34,500 cm *,e= 1.9 x 10%), Ni[P(OCH,).CEt],
(41,00 cm™, e =2.4 x 10%) and Ni[P(OCH)3(CHa3)a]) 4 (45,000 cmi™!, e = 2.7 x 10%) since
the variation in this charge-transfer energy is so large for such a structurally similar triad of
ligands. Consistent with 3d — m* charge transfer, however, is the 47,000 cmi™! band (e =
10®) observed in Cu{P(OCHj )aCMe] ,” and the absence of an observable absorption for the
sitver(1) analog!””? since the energy gap is expected to increase as the 3d metal orbitals are
stabilized by increasing charge. The question of the refative importance of steric and elec-
tronic effects is still open, for extensive ligand exchange equilibria studies®*? are consistent
with a dominance of steric size, rather than electronic factors, in determining the stabilities
of NiL, complexes.

It was noted years ago that substitution of a piperidine in r7ans-Pi{piperidioe}, Cl; by FPPr;
or P(OMe); resulted in an increase in energy of the 4 = 4 spin-allowed transition from 31,750 em™!
(e = 78) to 32,600 cmi”! (e=303) and 33,400 cmi™! (e = 319), respectively 2'3. These bands
were assigned to d,, >d,2_ 2 transition which could be taken as a measure of the average
crystal field splitting power of the ligands. The dominant source of the larger separation
between these orbital energies for P(OMe)s compared with PPr; was postulated*'® 2% to
be the stabilizing effect of the pi acidity of the ligand on the dxy orbital which is greater in
the case of P(OMe);3. The drastic increase in energy in the lowest transition observed for
cis-Pt[F(OCH, )3 CMe] ; Cl> (40,000 cmi ™, € = 1165) is not unexpected then in view of the
fact that now two phosphites of very high ligand field strength are attached to platinum.
in the approximation of pure d orbitals, the facr’’$ that the bicyclic phosphite complex
is cis is not relevant. The d—d band in cis-Pd(1a), Cl, occurs at 43,500 cm™* {e = 3400)177.

3. 3LP chemical shifts

While the nature of 3! P chemical shifts has been elucidated theoretically 2!, the interplay
of factors (e.g. the imbalance of the o-bonds due to clectronegativity effects, the degree of
d orbital occupation end geometrical symmetry deviations) has not yet permitted a quanti-
tative interpretation of experimentally observed ghifts, Thus chemical shift relationships do
not reflect phosphorus electron density changes in a simple manner and empirical correla-
tions of such shifts to other parameters appear to break down when a larger range of com-
pounds is studied. These problems have been reviewed recently ir some detail 2*¢. Recent
efforts to correlate 3 P chemical shifts upon coordination, with 8} P of the free ligand have
met with success for a variety of complexes, however?! 73,

Beceuse of the formidable barriers to interpreting *! P trends, our activity in the area
has been restricted to establishing some caveais on generalizing too broadly regarding the
origins of such trends in a limited number of coordination compounds of varying geometry.
It had heen pnstl.llated“"b that the inereasing upfield <hift in several metal complexes with
respect to free ligand (P(OEt); and P{OMe); ) could be interpreted in terms of increased
shielding of the phosphorus nucleus by electron drift from the alkoxy oxygens as the metal
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Fig. 16. Plot of 3'P chemical shift of complexes of P(OCH; )3CR (&}, P(OCH)3(CH3}3 (o) and P(OMe)3
(#) against charge on the metal. The points in brackets represent the chemical shifts of the free ligands.

charged increased. There are several serious limitations on this postulate in attempting to
extend it to polycyclic phosphite complexes or even other complexes of P(OMe)a. From
the data Ih Table 11 (depicted graphically in Fig. 16) it is seen that on the basis of the
above postulate, several inconsistencies occur®'®. (1) It is unexpected that the **P shift of
[Co(P(OMe),)s ) NO;, is found at lower field than the ligand. (2) Tt is unexpected that with-
out exception all *! P shifts for complexes of P{OCH, )3 CR are found downfield of the free
ligand. Even a formally dipositive metal charge seems incapable of producing a net upfield
shift. (3) The shifts for Agl," and NiL; ** (L = P(OCH; ), CR) are reversed. (4) The shifts
for NiLs and CoL;" (L = P(OCH; )s; CR) are reversed. (5) The *' P resonance of CoL.” is
downfield of the free ligand P(OCH); (CH,)3.

it is apparent from Fig. 16 that the changes on coordination of these ligands are not
constant nor do they act in the same direction. Furthermore, comparisons of 2! P shifts
for variously charged complexes can be more meaningfully made in systems which are both
isostructural and isoelectronic *!2. In such complexes all other variations which alter *'P
shifts (phosphorus hybridization changes from one complex to another, lipand—ligand
interactions and magnetic anisctropies, etc.) are minimized.

4. C—-Q stresching frequencies

The possible origin of the trend toward higher CO stretching frequencies and force con-
stants in metat carbonyl complexes of phosphorus ligands as the elecironegativity of the
phosphorus substituent rises has claimed the attention of numerous investigators. Consider,
for example, the energies (or force constants) of the CO bands in Mo(CO)s PY 5, where an
increase in the order Y = Me < OMe < Ol is observed. Using a simple force field analysis
this result has been interpreted as stemming from the increasing electronegativity of Y which
acts primarily to depopulate the CO antibonding orbitals and thus strengthen the CO bond21?,
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Correlation of »(CO) values or their assaciated farce constants with o™ polarity constants
has led to the alternate explanation that the falling ¢ basicity of the phosphorus ligand (as
Y increases in electronegativity) is the dominant effect responsible for depletion of the CO
antibonding orbitals, a process which is brought about by the increasing charge on the metal
tending to concentrate electron density in the MC bonds?*°, In yet another study 2%, it
was concluded from a comparison of the dipole moment derivatives of the £ and 7T, mades
that there is the same or less M to CO pi electron transfer in M(CO); L complexes in the
case when L is an electronegative phosphorus ligand as when L is a carbonyl group. Thus
no increase in pi bonding in the M—C link is experienced as CO is displaced by a poorer pi
bonding ligand 2!, In further contrast to the conclusion cited earlier??, it was also noted
that increages in #(CO) values with increasingly electronegative phosphorus lipands are
caused by weakening of the MC sigma bond (owing to decreasing electron density on the
metal) and not by an increase in the MC pi bond 2*1,

Because the pi acidity of a phosphorus ligand parallels its decreasing basicity, the con-
comitant increases in CO frequencies or force constants do not by themselves support or
deny increasing metal-phosphorus pi bonding. The data in Tables 12—17 do demonstrate,
however, that as expected: (a) caged ligands produce higher p(CO) values than open-chain
analogs in analogous complexes; (b) that although the order in CO frequencies caused by
caged phosphites and thiophosphites is not the same in all cases for analogous complexes,
both cause higher ¥(CQ) values than caged aminophosphines; (¢) statement (&) also applies
to the open-chain analogs; (&) P(OCH)»(CH; )3 contplexes possess somewhat lower CO
frequencies than P(OCH, )2 CR analogs; and (¢) As(OCH, ), CMe raises the CO frequencies
above P(QCH, )3 CMe. Although comparison of force constants is more valid than a fre-
quency trend*'®, these conclusions accord well with the expected differences in either
basicity or pi bonding among the ligands. Force constant calculations®” based on a simpie
force field medel 219 algo corraborate these conelusions for W(C0); L complexes but the
total ranges of the two CO force constants are only 0.3 and 0.4 mdyne/A. Since the errors
are at least 2*® £0.1 mdyne/A, more precise ordering of the ligands considered here is un-
warranted. Statement (g) above implies that the hinge effect is operative not only in caged
phosphites but also in caged thiophosphites and aminophosphines. The origin of the exalted
CO frequencies in the case of caged ligands could be either decreased sipma basicity or in-
creased pi acidity or a combination of the two, for it will be recalled that both changes are
expected to result from the “hinge™ effect.

The caged ligands P(CH, O); CR and P(CH; 0)3 P each possess a P(CH; O); moiety which
confess some rather curious aspects on the carbonyl infrared region. In Table 12 it is found,
for instance, that although mot surprisingly the CO frequencies in Group VI complexes of
P(CH O);CMe are less than those of P(OCH, )2 CR, they are rather close to those of
KSCH,)sCMe and P(OMe);. This implies that the oxygens in the P(CH; O); system are
capable of exerting a sizeable electron-withdrawing effect which renders the phosphorus
effectively the same as that in the latter two ligands. Although the iron complexes in Table
15 exhibit higher frequencies for P(QOMe), than P(CH; O),CMe as perhaps expected, those
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TABLE 12
»{CO) assignments in M{CO)s L complexes
4, g, 4,0 E E('C)  Medium Ref.
Cr(CO)sP{OCH;)3CMe 2082 ¢ 1995 1960 ¢ CHCly 170
P(NMeCHz )3CMe 2066 ¢ 1980 1942 “ cHCl; °
Mo(CO)sP(OCH; )sCMe 2085 7 2001 1962 2 CHCl; 170
As(OCH3)3CMe 2090 2060 ¢ 1965 2 CsHg 85
W(CO)sP(OCH;)3CMe 2084 2 1993 1958 ¢ CHCl; E70
P(OCH>)3C-n-Pent 2085.5 1989.0 1963.5 1958.0 1928.0 CgHyz 27
P(SCH3)3C-n-Pent 2081.0 1990.5 1965.0 19595 1930.5 CgHypzx 27
P{CH30)3C-n-Bu 2079.0 1983.0 1965.5 1951.5 19215 CgHja 27
P(NMcCH,)3C-n-Pent 207018 2 1949.0 1943.0 19140 CgHyz 27
Cr{(CO)s PCOCH)3(CHz )3 2077 & 1995 1955 4 CH;Cl; 171
Mo(CO)sF{OCH) 2 (CH2)a 2076 7 1995 1958 ¢ CHaCl; 171
W(CO);P(OCH)5(CH3 )3 2084 7 1991 1953 7 CHsCl, 171
Ct{CO)5sP({OCH,)sP 2077 ¢ a 1951 ¢ CHiCl, 32
(0C)s CrB{OCH }aPCH{CO) s 2073 . a 1958 a CH3Cl, 32
Mo(CO)sP(QCH; )P 2077 ° a 1948 ¢ CHCl; 32
(OC)sMoP(OCH,)3PMa(CO)s 2078 “ a 1951 2 CH.Cl; 32
W(CO)5P(OCHZ)3P 2085 a a 1948 1907 CHzCl; 32
{0C)s WP(DOCH2 )3 PW(CO)5 2077 @ a 1948 2 CHxCl; 32
[W(COYsP(OCHz)sPMe] BF2 2085 7 a 1947 1912 CHsCly 32
Cr(CO)sP(OMe)3 20734 19852 19630 19480 9 CigHis ©
N{CHsCH31)1CH 2062 ¢ 1905 1925 9 CeHyy IT2
P(NMe)3 2055 1578 1932 ¢ d e
Mo(CO)s P(OMe)s 2082 ¢ 1997 1970 ¢ CeHyq 221
P(NMey)s 2066 “ 1983 1938 ¢ d €
N(CH;CH3)3CH 2067 7 1901 1925 ¢ CgHy, 172
W(CO)sPFa 2103 ¢ 2007.0 1983.0 19520 CgHyy 27
P(OPh); 2083.0 7 1965.0 19575 9 CgH,2 27
P(OMe)3 2080.5 1988.0 1951.1 19362 ¢ C-gHaq °©
P(OE1)3 20780 9 19530 19445 ¢ CsHyz 27
P(SMe)3 2062.0 ° 1946.0 19395 2 CeHyz 27
P(NMe3 )5 2070.0 19710 ¢ 1940.5F 19026 CeHga 27
19315 9
PPhy 20120 ¢ 1947.5 19420 2 CgHya 27
PBu; 20675 ¢ 19410 19340 ¢ CsHyy 27
NHaCsH 20710 © 1916.5 19290 °“ CsHyz 27
N(CH;CH; )3CH 2062 ¢ 1900 1912 7 CsHyz 172

2 Not observed. b J.R. Pipal and J.G. Verkade, tq be published. ¢ R, Mathicu, M. Lenzi 2nd R. Poilblane,
Irnorg. Cheme, 9 {1970} 2030. 4 Halocathon. € See footnote e of Table 14, f Split £ mode,
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TABLE 13
p{CQ) assignments in ¢i-M{(CQ)sLa complexes
4,3 4,0 g B, Medium Ref.
Cr{C0O)4 [P(OCHz )3CMe] 4 2043 1950 1925 a CH;Cl; 172
[P{SCHg)aCMe] » 2033 1957 1531 a CHCl; &
[As(OCH2)3CMe} 2 2065 1962 1955 a CH;Cl, 172
Mo{CO)4 [P(SCH2)3CMe] 4 2045 1965 1945 a CHCl; ©
[P(SCH,)31C-n-Pent] 5 2045 1965 1945 @ CHCl, 2
[P(OCH3)3sCMe] 2 2038 1945 1923 a CHCl; 172
{P(NMIeCH7)3CMc] 2 2028 1934 1912 1880 CHCly ¢
W{C0)4 [P(OCH;)2CMe] 5 2045 1950 1924 a CH,C1, 172
[P(SCH3)3CMe] 3 2041 1976 1927 a CHC; b
Ci(CO)4 [P(OCH)3(CH))3] 2 2043 1950 1929 a CHCl, 172
Mo(C0O)4 (POCH)3(CHz)3] 2 2050 1957 1934 a CHzClz 172
W(CO)4 {P{(OCH)3{CH2)1] 2 2053 1950 1927 a CHCl, 172
Cr{CO)4 [P(OCH;)aP] 2 2037 1946 1924 a CH:Cl; 32
Mo{CO0)4 [P{OCH;}4P] 2 2048 1954 1938 a CHCl; 174
[P(OCH;)3P] [PFICH20})3P] 2044 1955 1938 a CH;Cl, 174
Mo(CO)4 [P(OCH;)3CEL] [P(NMez)a] 2031 1930 1913 a CHCl; 186

{P{OCH,);3CEt] [P{OMe)a ] 2048 1961 1944 1935 CsHyy 186

CH{CO)4 [P(OMe)a] 2 2026 1947 1939 1913 CugHaq 9
[P(NMe; )] 2 2015 1945 1930 1900 4 7
(PMe3), 2000 1890 1876 1858  Ce¢Myp 175

Mo{CO)4 [P(SMe)3) 4 2045 1955 2045 a CHCl; b

[P(OMe);3) 2 2037 1945 1926 1921 ¢ £
[P(CH2Cl)3] 2 2032 1952 1932 1928 CgHya 175
(PMes)s 2024 1930 1901  1B79  CgHip 175
[PONMePh)3] 2 2125 1933 1911 a CHCl; 184
[P(NMea)a)a 2012 1908 1894 1880 CHCl; 186,€

W(CO)4{P(OMe)3], 2034.6 19472 1939.3 19145 CigHig S
(PMe3), 2012 1912 1893 1865 CqH;» 175
[P(NMez)a), 2004 1876 1866 1690 € f

“ The B; and B, bands are unresolved and both medes probably contribute to the band listed under 8 1-
b £ B. Ogivie and 1.G. Verkade, to be publiched.

© See footnote b of Table 12.

q See footnote ¢ of Table 12,

€ Hydrocarbon.

fR. Mathicu and R. Poilblanc, C.R. 4dcad. Sci, Ser. C, 264 (1967) 1053.

# R. Poilblanc and M. Bigorgne, Buil. Soc. Chim. Fr., (1962) 1301.
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TABLE 14
(CO) assignments in frans-M(C0)4L, complexes
Aj,g Blg' EH Medium Ref.
Cr(C0)4 [P(SCH2)aC-n-Pr] 3 a a 1935 CHCl3 b
[P(OCH;)3CMe]2 “ a 1915 CHaCl, 172
[P(NMeCH;)aCMe] 5 a 1938 1887 CHCl3 €
{P(OCH)»(CHa)a) 2 4 é 1926 CH2Cl, 112
Mo(CO) 4 fP(NMeCH,)3CMe] 4 a 1949 1905 CHCl, £
[P(OCH)3(CH1)3] z a a 1932 CH,Cl 172
W(CO)4 [PONMcCH; )aCMe] 5 e 1938 1894 CHCl3 ¢
{P(OCH)3(CHz)3] 2 a a 1974 CH,Cly 172
Mo(COY, {P(OCH2)3CEL] [P(NMez)y] 2 a 1910 CHCI3 186
{P(OCH3)3CEL] [P(OMe)3]  “? “ 1932 CHCi3 186
Cr(CO)4 {P(OMe)a] 2 a 1967 1918 d £
[P(SMe)3 ]2 a a 1925 CHC13 b
[PMesl, a a 1876 CsHia 175
[P(NMe2)3] a a 1868 f 4
Mo(CO)4 [P(OMe)3 ]2 2045 1973 1923 CeHis 221
[P(NMea)3]2 a a 1885 ! 8
WICO)s [P(OMe)3] 2 a 2 1915 CicHaa s
(P(NMea)s]a a a 1870 ! 4

2 Not observed. ¥ See footnote b of Table 13. € See footnate b of Table 12. 9 Hydrocarbon. € G.C.
Faber and G.R. Daobson, fnorg. Chem., 7 (1968) 584. lr'l-lallr:n:arl:u:’rll. 551 King, fnorg. Chem., 2 (1963}
936. ¥ See footnote ¢ of Table 12.

recorded in Table 16 for nickel carbonyl! derivatives tend to be larger for P(CH; O)3CMe
with respect to P(OMe); and variable for P(CH, O); As and P(CH; O), SiMe. These obser-
vations, coupled with the fact that P(CH; 0); CMe does not react with BMe; (Tabie 5)
whereas P(OMe); fonms a stable adduct®? with this sigma acceptor, strongly suggest that

(@) the sigma basicity of the phosphorus in P(OMe); may be significantly enhanced by pi
donation from the oxygens, and (b) that since P(CH; 0)3 CMe is an even weaker base than
P(OMe),, its pi acid character is at least as great as that of P(OMe)s and perhaps even greater
in view of the fact that carbon cannot pi bond. Triphenyl phosphine is widely held to be a
good pi acid and it is interesting that the »(CO) values in W(CO)s F(CH; 0)aC-n-Bu are
higher than those of the PPh, analop.

The PCy and PO3 phosphorus atomns in P(OCH; )3 P are unexpectedly similar in their
effect on the CO frequencies in Group VY1 metal carbonyls. Thus only three bands were ob-
served in bridged complexes of the type (OC)s MP(OCH; )3 PM(CO); and furthermore these
bands were close to those observed for the corresponding M(CQ); P(OCH,; )» P complex
(Table 12). Similarly the linkage isomers cis-Mo{CO), [P(OCHj )3 P} 2 and cis-Mo(CO),-
[P(OCH; )3 P] possess spectra which resemble one another closely (Table 13). In iron com-
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TABLE 15
»{CO) assignments in Fe{CO)4L and frans-Fe(CO)3Ls complexes
A A E Medium  Ref.
Fe(CO)aP{OCH; }aCMe 2065 1996 1965 CHCl, 170
P(NMeCH, }aCMe 2053 1976 1942 CHCly a
As(OCHZ)3CMe 2125 2005 1980 cCl 85
P(OCH)3(CH2)3 2065 1993 1962 CHaCly 171
P(OCH2)3P 2068 1991 1954 CH;Cl> 32
P(CH;0)3P 206S 1993 1946 CHaCly 32
(OC)4FeP(OCH;)3PFe(CO}s 2068 1999 1963 CH, Cly 12
Fe(CO)4P(CH; 0)3CMe 2059 1988 1949 CH:Cl» 26
P(OMe)y 2063 1994 1964 CeHya b
P(NMe3)a 2041 1969 1930 ¢ d
E Medium Ref.
trans-Fe(CO)3 [P(OCH2 )aCMe] 2 1933 CHCl3 170
IP(CH,0)sCMe] 3 1904 CH,Cl, 26
[P(NMeCH;)3CMe] 2 1890 CHCl;3 a
[POCH)3(CH2)a] 3 1926 CH1Cly 171
[P(OCHZ)aP] [P(CH20)3P} 1927 CHCl3 59
[P(OMe)1) 4 1923 CeHya b
1914
[P(NMe3)3) 2 1871 ¢ d
[P{OCH3 )3 C-n-Pr] [P(NMeq 13] 1899 CsHya 186

2 See footnote b of Table 12. ¥ 3.D. Cotton and R.L. Heazlewood, Aust. J. Chem., 22 (1969) 2673.
Splitting of the e and &’ modes in the mon- and bis-trimethyl phosphite compounds is observed. € Halo-
carbon. 9 See footnote g of Table 14.

plexes (Table 15) decreased resemblances are noted since the linkage isomers Fe(CO),-
P(OCH, )3 P and Fe(CO)4 PF(CH, 0);P and the bridged complex (0C),FeP{OCH, ); PFe(CO),
do display distinpuishable spectra.

Some miscellaneous carbony! frequency comparisons which are not unexpected but are
worthy of comment close this section. Complexes containing two different ligands (Tables
13—16) possess CO frequencies which lie between those of the analogous complexes con-
taining two identical Hgands. Quinuclidine (N(CH, CH, }3 CH) seems t0 be a better base
than NH; CsH,, in W(CO)s L (Table 12) and P(NMe, )s a better one than P(NMePh); in
cis-Mo(CO), L, (Table 13). Finally, the increase in positive charge on the metal in trans-
Co{CO); [P(OCH,; )5 CMe] ,* (2063 cmi ! )232 probably serves to depopulate the CO anti-
bonding pi orbitals and raise ¥(CO) compared with the neutral srans iron analog (Table
15).
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TABLE i6
»(CO) assignments in Ni{CO)4_y Ly complexes
Aq E Medium Ref.
Ni(CO)3P(OCH3 )3CMe 2090 2021 CHCl, 170
P(OCH)3(CH3)a 2086 2018 CHaCly 171
P(CH20)3As 2082 2005 CHCly a
P(CH; 0)35iMe 2079 2002 CH(Cl3 a
P{OMe)3 2079 2010 b ¢
2003
A B8, Medium Ref.
Ni(CO) [P(OCH;)3CMe] 3 2048 1994 CHCl3 170
[P(OCH)3(CH2 )] 2 2044 1896 CH:CL, 171
[P(CH;0)3CMe] 2 2030 1978 CH,Ciy 26
[P(CH20);38iMe} o 2030 1975 CHCly a
[F{CH20)2As] 2 2022 1970 CHCl, a
{P(CH,0)1 As] [F(OCH;)3CMe) 2039 1973 CHCl3 a
[P(OMe)3]2 2024 1976 CyrsHiq d
Ay Medinm Ref. *
NiCO[{P{OCH;)yCMe] 3 1997 CHC!3 170
[M(OCH)3(CH3)3l 3 1979 CH;Cly 171
(P{CH0)3CMe] 3 1971 CH;Cl3 26
(P(OMe)a] 3 1963 CisHia d

4 ). Rathke and J.G. Vetkads, to be published. b Hydrocarbon. € M. Bigosgne and H. Zelwer, Bull Soe.
Chim. Fr., (1960) 1986. The e mode is split d G.R. Van Hecke and W. de W. Horrocks, fnorg. Chem.,
5 (1966) 1960.

3. M—P stretching frequencies

Metal—phosphorus stretching snodes ranging from 98 to 463 cmi ' have been assigned
with more or less certainty for over 150 metal complexes containing a variety of phosphorus
ligands®. Table 18 contains Raman and infrared data obtained for phosphite complexes ! 72+
173,323-230 and the values are generally in the low end of the range. Prior to the extensive
study 1?2 of the far IR region of fifteen metal complexes of caged phosphites in 1968, the
only other ¥(MP) assignment reported for a metal—phosphite complex (NifP(OMe);14)
was based on the presence of a strongly polarized Raman band at 178 con™? attributed to
the completely symmetric 4, mode in T symmetry 223+223_ The assignments of »(MP)
bands in the caged phosphite complexes were arrived at from the arguments 7%+ 173230
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TABLE 17
+{CO) assignments for Mn{CO)4.-xLyX complexes 2
4,® 4,Wp Ref.
€is-Mn(CO)4 [P(OCH;)3C-n-P1] CI 2110 2028 1972 b
[P(OCH)3C-n-Pt] Br 2105 2020 1980 b
[P(OCH3)3CMe] Br 2110 2029 1985 b
[P(O-n-Bu)s ] Br 2105 2015 1972 <
(P(OPh)3] Bt 2101 2020 1972 d
[P{OCH3)3C-n-Ps} 1 2105 2020 1984 b
[P(OCHz)3CMe] I 2103 2023 1993 b
[P(NMez)3) Br 2083 2000 1942 5
2076 2013 1961
2000 1953 €
1946
[P(NMe, )3 ] 2083 2000 1942 b
2080 2017 1975
2006 1968 €
1962
A, By A; Ref,
symimer.Mn(CO)s [PEOCHz)sC-n.Pr),Br 2061 2000 1946 b
[P(O-1-Bu)3} 2 Br 2049 1969 1927 3
[P(OMe)3] 2 Br 2058 1976 1890 b
[P(OPh);] ;Br 2070 2000 1949 4
{P(OMe)3] 4] 2045 1965 1942 L4
{P(OPh)3] 2} 2056 1991 1948 h
[P(NMe, )31 2Cl 2024 1946 1887 b
[P(OPh}a],CL 2051 1973 1931 f
[P(NMe; )3} 2 Br 2020 1938 1901 4
Aa, A" A% Ref.
fac-Mn(CO)3[P(QCH; }3CMe] 2C1 2060, 2005 1921 b
(P(OCH3 }aC-n-Ps| 2 Br 2061, 2000 1946 b
[P(OMe)3] 2 Br 2052, 1975 1939 k
{P(O-n-Bu)s] s Br 2037, 1969 1927 g
{P(OPh)3] ;B 2053, 2000 1949 S’b

[P(OCH3)aCMe] 2l 2054, 2000 1959
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TABLE 17 {continued)

2 a1 specitra were obtained in CHCla except where indicated otherwise. The assignments for the cis
complexes are based on the approximation that they are of £y symmetry.

& See footnote b of Table 13.

€ R.). Angelici and F. Basolo, faorg. Chem., 2 (1963) 728.

4 R.J. Angelici and F. Basolo, J. Amer. Chem. Soc., 84 (1962) 2495.

€ R.B. King and T.F. Korenowski, J. Organometal, Chem., 17 (1969) 95. The splitting of the low-field
band could arise from conformational isomers of the figand. The spectrum was obtained in cyclohexane.
I The mutually grans phosphites are symmetrically related (i.e. ¢is) to the halide.

Z RLJ. Angelici, F. Basolo and A.J. Po¥, J. Amer. Chent. Soc., B5 (1963) 2215. The spectra were obtained
in ClyCa HaCly.

{'R. Ugo and F. Bonat, J, Organometal Chen, 8 {(1967) 189. The specttum was obtained in CH;Cls.
 B.L. Booth and R.N. Haszeldine, J. Chemn. Soc. A, (1966) 157,

4 The phosphorus ligands and X are mutually efs.

£ p.M. Treichel and 1.J. Benedict, J. Organometal Chem, 17 (1969) P37.

which follow taken in toto. (z) The far IR spectrum of Ni[P(OCH,),CMe] 4 consists of
only six bands, five of which are attributable to vibrational modes of the ligand while it
seemed reasonable to assign the sixth at 157 om ' to the F, mode in Ty symmetry. (b)

The observance of a strong Raman band at 146 cmi * in Ni[P(OCH; }; CMe] 4 assignable to
the A, mode. (c) The five expected M—C and M—C—0 bands for Ni(CO), [P(OCH;)3CMe]
could be observed in the 656—377 cm * region allowing the bands at 155 and 144 cmi™! to
be ascribed to the infrared-active A, and B; modes in s, symmetry. (d) A comparison of
the far IR spectra of cfr-Cr(CO).. [p(OCH,, ), CL&[&!].ll with that of the A«(OCH, )3 CMe analag
showed that a band at 181 cmi™! assigned to overlapped A, and B2 M—P modes in the phos-
phite complex was conspicuousty absent in the arsenite analog. (¢) The assignment of the
single IR-active M—P asymmetric stretch in trans-Cr(CO)s [P(OCH)»(CH> ) ] 2 is substan-
tiated by the appearance at higher energy of the expected three M—C and M—C—0 modes.
() As expected, two bands are observed for cis-W(CO)4 [P(OCH, },CMe], in the 180 cmit
region which can be assigned to the 4, and B; IR-active »{MP) modes. The small separation
between these bands (3 cmi™ ) makes it likely that their overlap in the remaining cis com-
plexes prevents their resolution.

The bands assigned to M—P vibrations in the caged phosphite complexes often do not
have observable bands below them, and when they are present they are at Jeast 20 and
usually 30 or more wave number units to lower energy. The high-frequency side of the
M—P band is clear for at least 150 cmi™* and usually for more than 200 cmi . Thus the
M—P modes may be relatively free of coupling to other motions in the complex and it be-
comes reasonable to examine trends as a potential source of metal—phosphorus bonding
information,

Previously!?? it was concluded that from the available infrared data on Ni{(CO)4_ x-
[P(OCH; )aCMe] . the increase of x from 1 to 4 was accompanied by a rise in M—P fre-
quency (Table 18). With the recent acquisition of the Raman spectrum of the complex
where x = 4, however, this conclusion becomes somewhat less tenable (143, x = 1; 155.
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TABLE 18
»(MP) assignments for meta! phosphite complexes 7
Compounid v{MP) Made No. of bands Ref.

{am~1) Expected Observed
Cr{CO)sP(OCH3 }aCMe 164 A (Ca) 1 1 172
Mo(CO)s 135 Ay (Cay) 1 1 172
W(CO)s igo A (Cqy) 1 1 172
€is-Cr(CO)4 [P{OCH72)3CMe] 3 181 Ay, By (Cqp) 2 i 172
cir-Mo(CO)4 201 Aq. 8B (Cay) 2 1 172

1985 ¢ 40,8 (C) 2 1 229
cis-W(CO)4 185 A4y,B2(C)y 2 1 172
¢is-Cr(CO)4 [P(OCH)3(CH, )31 1 182 A8 (C) 2 i 172
cis-Mo(CO)a 200 A1, B2 (C3) 2 1 172
5 W(CO)4 181,178 Ay Bz (Cay) 2 2 172
rans-Cr{CO}s [P(OCH})aCMe) 5 190 Az (Dag) 1 1 172
erans-MMo{CO}4 {P{OCH3 )3C-n-P1) 2 226 Az Dap) t 1 172
rans-W{C0)4 204 Asy (Dap) 1 1 172
trans-Ce{CO); [PIOCH)2(CH1 2] 2 198 Azy (Dap) 1 1 172
frans-Mo(CO)4 237 Aay (Dag) 1 1 172
frans-W(CQ)y 202 A2y (Dag) 1 1 172
Fe(CO)s P(OCH3 )aCMe 165 A, €y 1 1 172
trans-Fe{CO)3 {P(OCH2)3CMe] 2 192 A3 (D) 1 1 172
Ni(CO)3P(OCH;}3CMe 143 Ay (Cayp) 1 1 172
Ni{CO), [P(OCH;)3CMe] 5 155,144 4,8, (Cay) 2 2 172
Ni(CO)[P(OCH2)3CMe] 3 157,151 Ay, E(Cyyp) 2 2 172
Ni[P{OCH3)3CMe] 4 157 F2 (T 1 1 172,173

i:; :: j 1Ty 2 229

: 1{T0

Pd 192 E (C3p)

142 4, (Ca.,)} 3 2 173
Pt 19% E (Cay)

160 Ay (Cy) 3 2 173

g1 b c E (Cap)

1588 ¢ 4, (ca,)] 3 3 229

148b ¢ 4, (Cy)
NifP(OCH)3(CH3)3l4 162 Fi (Tp I 1 172,173
Pd 193 E (Cay)

145 Ay (ca..)} 3 2 173
Pt 194 E(C3yy)

170 Ay ©o) 3 2 173
Ni(CO)3P(OMe); 2404 A1 (€3) 1 224

242¢€ Ay (Cy) 1 1 228

20250 4, (Cyy) 1 1 228
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TABLE 18 (continued)
Compound v(MP) Mode No. of bands Ref,
em™) Expected Observed
Ni(CO)z [PF{OMe)a] 2 243 € Ay (Cap) 2 1 228
24287 A, 2 1 228
Ni(COMP(OMe)a) a 23957 4, @) 2 1 228
Ni[P(OMe)3) q 17858 4,7 2 X 223, 225
1B05¢ 4, (7 2 1 229
Ni[P{OEt)3] 4 335 F2 7 (Cap)
305 F2 B (Cay) ] 3 2t 227
210 Ay {C3)
i69bec 4, ap 2 1 229
3357 F2 1 (Cyy)
302/ Fa ' (Cyy) } 3 27 227
226/ Ay (Cap)
Pd 335 ALK (o
290 Fa Moy ] 3 2! 227
200 Ay (Cap)
Pt 132 Fy B cay)
290 F3 (cm] 3 28 T 227
215 Ay (Cay)
335/ Fy 71 (Cyy)
3007 F, A (('.‘3.,-)] 3 2 227
2124 A, (Cx)
trens-Pta Cla fP(OEt);3] 2 361 By (Cap) 1 1 226
trans-PdaCly 364 By (Capd L i 226
trans-Pd; Brq 354 B, (Cap) 1 1 226
{AIP{OCH2)3CMe] 43104 112 Fa (T t 1 173
{CuiP(OCH; }3CM=] 3 }C10, 132 Fa (T 1 1 173

4 al spectm were obtained in Nujol using an infrared spectrometer nnless otherwise indicated.

Raman data.
; Spectrum taken on crystals.
o Medium not specified
! Liquid phase.
Hexadecane solution-
. Assigned as split F3 mode.

! One of the modes (F2 ) is split.

f Benzene solution.

Solution (solvent not specified).
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144.x = 2; 157, 151, x = 3; 157, 146, x = 4). It is perhaps more realistic 1o examine
weighted averages of these frequencies in order to take into account their degeneracies. If
we assume that the symmetric mode when x = 3 is higher than the asymmetric vibration

as is experimentally the case when x = 4 (Table 18) the weighted averages are 143 (x = 1),
150 {x = 2), 155 (x = 3), 154 {x = 4). If these [requencies reflect bonding changes, their
generally increasing order can be rationalized by making the reasonable assumption that
phosphites are poorer pi bonding ligands than CO. The pi electron density deposited on the
metal by a departing CO group is not completely engaged in pi bonding to the phosphorus
which takes its place. Successive substitutions force the phosphorus atoms to pi bond to a
greater extent as CO groups are replaced because of electron accumulation on the metal
and hence the NiP frequency rises. The augmenting electron density on the metal on CO
substitution is also reflected in the lowering of the force constants for the CO stretching
mode!7* 228 _gupporting the idea that phosphorus—nickel pi rather than sigma effects are
dominating the rise in p(NiP) as x increases is the expectation that »(NiP) would decrease
with increasing x if the basicity of phosphorus were important. Thus the metal would be-
come less acidic as electron density accumulated on the nickei. Because only the A, modes
for the Ni(CO)a_, [P(OMe)al 5 are available no trends can be discussed. It is worthy of
observation, however, that in the analogous P(OCH, )2 CMe complexes, the 4, mode is
lower in energy which could reflect, at least in part, the mass difference of the ligands.

As with the nickel compiexes, v(MP) increases from mono- to disubstituted octahedral
complexes of PF(OCH; )3 CR (Table 18). In all cases, this increase is greater in the frans than
in the cis compounds and the same trend occurs in the P(OCH)3(CHx )1 2nalogs. The same
reasoning given for the rise in p(NiP) on CO substitution is felt to zpply here. Because car-
bonyl groups are undoubtedly more strongly pi bonding ligands than phosphites, their de-
pleting effect on the pi density available to the phosphite is expect2d to be greater when
oriented frans to a phosphite than in a ¢is orientation. This stems from the fact that frgns
ligands share two &_ orbitals whereas those cis to each other share only one. Hence the
stronger M—P pi bond and higher-frequency M—P stretch is expected for the frans isomers.
Pi effects of phosphorus ligands are “symmetry factored™ from sigma influences®*® and so
force constant calculations on the CO modes in these compounds should complement the
(MP) data. Although all the CO modes are not available* 7, the bands which have been ob-
served are guite close to those of the analogous molybdenum P(OMe); complexesng. As
expected, the latter possess &, and k; values, both of which are larger in the monosubsti-
tuted derivative than k; and k5 in the cis, and X, in the cis is larger than k4 in the rrans

If these trends are reflections of changing M—P bond order in the Group VI complexes,
the results are consistent with dominant MP pi bonding effects and they militate strongly
against arguments based solely on sigma-donor properties of phosphorus ligands. 1f the
latter effect were dominant, a decrease in ¥(MP) would have been expected from mono-
to disubstitution and no significant change in »(MP) from the cis to the frans isomer would
have been predicted.

In 1969, an infrared examination of the series M[P(OEt),] 5 (M = Ni, Pd, Pt) resulted
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in a report?27 in which it was concluded that the two bands in the 340290 cm™! region

belonged to a split F; mode and a band in the 220—190 cm ' range could be assigned to
an 4, species due to deviation fromn T; symmetry (Table 18). In a later study carried out
in our laboratories ' 73 it was pointed out that at least one of the bands in the 340-290
region could well be a ligand band since a broad but reproducibie absorption at 330 cm™
was found for uncomplexed P(OEt), . Moreaver, the band at 210 cm™! reported earlier??
for Ni[P(OEt); 15 could not be observed in the infrared!?? or in the Raman?3? spectrum.
However, the Raman spectrum did reveal 2*? a strong band at 169 cmi™! which seems likely
te arise from the A, vibration of an undistorted tetrahedron. Furthermore, the position of
this band is more in line with the same Raman bands seen in the spectrum of the

P(OCH; )3 CMe (146 cm™ )23® and P(OMe); analogs (178 cm™1)?*?*:225 [t is interesting

that this symmetric mode increases for the NiL, series in the order P(OCH; ) CMe <
P(OEt); < P(OMe); and for the Ni(CO); L series in the order P(OCH, ), CMe (143 em™!)

< P(OMe)s3 (240 cm™!) (Table 18). Although a mass effect would certainly explain the in-
crease in frequency from a P(OEt); or a P(OCH; )3 CMe to 2 P(OMe)s complex, the sub-
stantial increase from a P(OCHS, )3 CMe (mol.wt. 148) to a P(OEt); (mol.wt. 166) complex
cannot be rationalized in the same way. [t is possible, however, that the rigid caged ligand
has an effectively higher mass than the flexible open-chain phosphites. Thus the oscillation
of the phosphorus against the metal may be more hindered by the rather stiff alkoxide cage
in P(OCH, )3 CMe whereas it experiences more freedoin when bonded to alkoxy chains which
are more susceptible to bending and rotational motions. Whether the decrease in sigma
basicity of the caged ligand contributes to a lowering of v(NiP) here is not clear, for the
better pi accepting capabilities of the ligand may compensate.

The M{P(OCH, }aCMe] 4 complexes (M = Pd, Pt) are not as straightforward as the nickel
analog in that additiona! bands in the M—P region are suggestive of distortion from T4
symmeiry. In the platinum complex, for instance, three bands are observed in the M—P
stretching region of the Raman spectium and two of these bands are also seen in the infrared
spectrum' ™. If all of these absorptions are associated with M—P modes, the spectra are
consistent wiih the idea that *he platinum complex is distorted from Tz toward Cs, sym-
metry. The intense 158 cmi ' Raman band could then be sepresented by the motion shown
in () below while the less intense 148 cm™! absorption might involve compensating bond
polarizability changes, as shown in (b).

The E mode in C,, symmetry could then be represented by the 191 cm™! band which

P P P! P
P F
P P
(a} {b)

1
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is both IR- and Raman-active. The similarity of the IR spectrum of the Pd analog is indica-
tive of a similar distortion from tetrahedrality. It should be recognized that there is chemi-
cal evidenice for suggesting that three of the M—P bonds may be different from the fourth
in Pi® complexes®®!. The fact that a very similar [R spectrum is also obtained for the
Pt{P{OCH):(CH: )3] « complex seems fortuitous if only a solid-state site symmetry effect
obtains in the Pt and Pd(caged phosphite); complexes.

The M—P F, species in the Cu[P(OCH, );CMe] 4* and silver(I) analog appears at a dis-
tinctly lower energy than the 7, mode in the nickel(0) complexes or for any of the modes’
in the palladium(0) complexes, respectively, in spite of the nearly identical masses invalved
in the third- and fourth-row metal pairs*7>. Moreover, the positive charge on the Group I
metals might have been expected to increase rather than decrease ¥(MF) because of the in-
crease in M—P bond polarity. It is tentatively suggested that the weak sigma basicity of
caged phosphites may result in a snbordination of this effect to a substantial weakening
of M—P pi bonding from the zerovalent to monovalent d'® complexes arising from the
contraction of the metal d orbitals upon increasing the positive charge.

6. Ligand atomn chemical shifts and intraligand coupling

Since *! P chemical shifts of coordinated phosphorus nuclei have been discussed in Sect.
C(1ii)3 we will consider here shifts of ligand ! Hand 17 C atoms as weil as the NMR behavior
of the uncoordinated *' P nucleus in complexes of P(OCH, ), P,

Although the availabie proton chemical shift data® are not always consistent with the
idea that downfield shifts on coordination are expected on inductive grounds for argano-
phosphorus ligands, the general order'34 of the §!H values is: L < zerovalent metal com-
plexes of L < divalent Pd and Pt complexes of L < L.sulfide < L-oxide < RL*, where L =
PMes, P(CH2 Cl}s, F(NMe; ); and P(OMe);. It is conceivable that the generally increased
deshielding of these protons is a result of the increase in electronegativity of the fourth
group on phosphorus and the dominance of this effect over any tendency toward back
donation from metal moieties and chalconides. The presence of several discrepancies'3*
in these trends admits of the possibility of one or more subtle influences which may override
the inductive effect.

Polycyclic ligands have thus far exhibited proton chemical shifts which are better be-
haved in that the trend is always: L < zerovalent metal complexes of L <X divalent metal
complexes of L < L-chalconides << R, where L = P(OCH; ), CR (ref. 184), P(OCH)3(CH, ),
(ref. 171), P(CH, 0), CMe (ref. 184), P(OCH, ), P (ref. 32) and P(NMeCH, ); CMe (ref. 232).
The rigidity of these lisands may be responsible for the greater sensitivity of theis protons
to inductive effects inasmuch as those on open-chain ligands will experience bond aniso-
tropy changes if ligand conformational changes take place on coordination.

The '2C chemical shifts for several open-chain ligands recorded in Table 19 appear to
be sensitive to inductiva effects, although no consistent correlations are apparent at this
time. The trend among P(OMe), systems is not unreasonable except that the order in the
ligand and the zerovalent molybdenum complexes seems reversed. The 2P chemical shift
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TABLE 19
3¢ ¢hemical shifts and couplings

sV¢ca JPC JPH \rcr Ref.
Mo(CO)sP(OMe)3 -31.24 - 23 + 116,  +146.8 242
cis-Mo(CO)4 [P(OMe)a] 2 -31.29 - 318 4+ 116  +1449 242
trans-Mo(CO)4 [P(OMe)3 ] 2 —31.44 - 17% 4+ 116°%  +144.4 242
P(OMe)s -33.0 + 10.0 + 10.0 +146.0 b
¢is-PACH [P(OMe)3 ] 2 ~35.05 - 37€ + 128 +148.5 242
OP(OMe)3 ~39.0 ~ 5.8 + 10.5 +147.0 b
SP(OMe)y -395 - 56 + 129 +148.1 b
[MeP(OMe)s | BF; ~48.47¢% _ 17.8°¢ + 11.4€  +153.0°¢ 242

+14.59d  +1324d 1789 31409d 242
SePMey —8.0 + 48.5 - 130 41305 b
SPMe; -7.6 + 56.1 - 130 +129.3 b
cis-Mo(CO)q (PMe3)2 —5.58 e — 63 +1298 242
PMe; —1.8 -~ 136 + 27 +126.9 b
transPdl; (PMe3) ~0.25 € ~—~100 %1304 242
[MePMea bl +3.9 + 55.5 — 154 +132.5 4
OP(NMes )y -16.82 + 22 + 930 41362 242
P(NMe; )3 -26.94 + 194 + 88 +133.5 242

4 Chemical shifts with sespect to glacial >CH3COOH as an external standard. ¥ W. McFastane, Proc.

Roy. Soc., Ser. 4, 306 (1968) 185. These values given with respect to CH;ISCOOH in this referance were
corrected by subtracting 158 p.p.m. to obtain them relative to **CH3COOH. € PO'*C carbon. 4 P3¢
carbon. € See Sect. C(iiids.

of the uncoordinated phosphorus in P{OCH; ), P {Table 20) seems to be fairly insensitive
to coordination of the other phosphorus except in the case of [MeP(OCH, )3 P} BF,4, where
the PC; phosphorus is rather strongly deshielded.

The intraligand coupling constants are in many cases ame¢nable to interpretation in terms
of hybridization changes induced by coordination of phosphorus. *JPOC for P(OMe); is
seen from Table 19 to decrease from a positive value in the free ligand to negative values
upon coordination in the order L > complexes of L 2> chalconides of L > MeL", A some-
what similar trend is seen to occur for the two-bond coupling 2JPCH for PMea , which also
becomes negative upon coordination in the order L > cis-Mo{(CO), L, > trans-PdI, L, >
L-chalconide >> MeL". Evidence for this type of behavior of 2JPCH has also been discussed
by others??3-*35  Although no 2JPNC coupling constants were actually measured for
P(NMe, )y complexes, it is probable??¢ that they lie between those for the free ligand
(+ 19.4 Hz) and its oxide (+ 2.2 Hz), which would be in agreement with the 27POC and
2JPCH trends just given. Thus increased electron withdrawal at the acidic coordination site
seems to induce a decrease in this coupling, as suggested earlier by others in the case of PRy
derivatives®??, "
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TABLE 20
NMR data for P(OCH,)3P derivatives
2 rpH Aren 3pp s3ipp, 53pe,
P(OCH, )sP +8.9 +2.5 - 372 — 8978  +66.99
(OC)sCrP{OCH3 )3 P +8.5 +5.3 - 30 —154.47  +68.57
(OC)sCIP(OCH;)aPCriCOYs  (+)2.0 +)5.6 + 66.1 -155.52 — 8.21
{OC)sMoP(OCH,)3P +8.8 +5.0 - 4.6 ~130.82  +68.60
(OC)sMoP(OCH2)3PMo(CO)s 42,1 45.2 + 6317 -130.97  +18.94
(OC)s WP(OCH)aP +8.5 +5.3 - 04 109,09  +68.75
(OC)5 WP(OCH; ) 3PW(CO)5 +) +55 + 73.8 —108.37  +36.34
{(OC)s WP(OCH; )3Me] BF, —-5.6 +6.1 +143.2 —113.00 - 2.98
cig-(OC)4 Ce[POOCH: )4Pl 2 (+)8.A (+)5.3 - 24 -157.21 +68.52
cis-(OC)sMo[P{OCHL )3 ]~ +8.5 +5.2 - 6.0 —133.3 +69.3
[PCH2003P] & 426 +26 +200  — 880  +13.1
(OC)aFeP(OCH3 )P +8.5 +6.1 + 86 —15744  +71.38
{OC)qFeP(CH50)3 P +)0.3 (+)2.8 + 471 - 87.37 ~312.43
(OC)4FeP(OCH,)3PFe(CO)q  (+)0.4 +6.2 + 95.3 ~160.40 —22.06
17ars{OC) 3 Fe{P(OCH2 )3 P- +B.7 +6.2 + 9.0 —-161.3 +68.0
[P{CH,0)aP] ¢ 0.9 28 <€ ¢ ¢
[MeP(OCH2)3P} BF 4 +8.5 +6.6 + 46.2 — 5103  +59.80
[P(OCH;z)3PMe] BF ;4 —54 +3.1 +114.6 ~ 8958 — 2.56
OP{OCH; )3 PO —8.2 +8.3 +139.1 + 18.17 — 548
SP(OCH,);PO -9.0 +8.2 +151.3 —~ 4328 -~ 550
SP{OCH3)3P +7.6 +7.5 + 48.1 — 5206  +70.89
OP(OCH3 )P ? +7.5 +7.5 + 65 + 14.25  +69.98
P(OCH;)aPS 2 -5.8 +1.0 +118 — 9049 — 630
P(OCH;)3P0 % -8.1 +3.2 +140 — B553 — 745
SP(OCH3)P5 ¥ 54 +8.6 +150 ~ 4928 - 3.91

2 Al data taken from zef. 32. ¥ Sec ref. 31. € Sce ref. 59.

The increase in *JCH values generally parallels the decreases in the 2JPC and 2JPH
coupling for a given ligand. This seems reasonable on the basis of the isovalent hybridization
hypothesis, which in the present case states that when the carbon substituent becomes more
electronegative through phosphorus coordination, its bond to the carbon gains p character.
This in turn results in an accompanying increase in C—H bond s character. An increase in
'JCH is also seen for a given compound s the substituent on carbon is changed from P to
N to O since the electronegativity increases in this order also. The idea that hybridization is
solely responsible for the observed trends has been criticized 238, however, and the importance
of the effective nuclear charge on carbon in considering C—H coupling has been pointed
out. A molecular orbital treatment?3%2 also takes into account both the effects of changes
in s character and nuclear charge on carbon, and sign changes in 'JPC and 2JPH have been
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ascribed to the dominance of an indirect Fermi contact term whose sign depends on wheth-
er s or p orbitals are primarily used in bonding23*>,

As noted previously (Sect. C(ii)2) increases in >JPOCH are not significant wpon coordi-
aation of P(OMe)s to Bt or carbonium ions which is also true in the case of transition
metal complexes (Table 19). Caged phosphites, however, have been observed to exhibit
sizable increases in this coupling upon adduct formation with sigma-bonding Lewis acids
(Sect. C(ii)2). Because proton coupling is believed to be dominated by the Fermi contact
term #19-24%_however, the proton chemical shifts and POCH coupling in complexes con-
taining pi donor acids might correlate differently from those in compounds containing only
non-pi-donating acids. In Sect. C(ii)2 the linear correlation of >JPOCH with the proton
chemical shifis in the adducis AF(OCH; )3CMe and AP(OCH)5(CH. )3 (Figs. 9 and 10)
were accounted for® by the variation in strength of the Lewis acid A which proportionately
polarized the phosphorus lone pair toward an sp? state by increasing its s character. If in-
deed the coupling interaction involves mainly changes in s character around phosphorus
and little or no pi contribution, then it could be argued that for Lewis acids of equal
strength, the acceptor which could also function as a pi donor would manifest proton shifis
to higher field than the acid which could function only as a sigma acceptor. In other words,
as shown in Figs. 9 and 10, when A = oxygen, sulfur or a transition metal fragment, a new
correlation is generated in which the chemical shift is the result of both sigma electron
withdrawal and pi electron donation by A while the coupling constant reflects mainly the
changes in sigma electron density on phosphorus. It is not too surprising that the chalcogens
appear to be better pi donors (i.¢. greater upfield proton NMR shifts relative to non-pi-
bonding acids) than the transition metal moieties. A similar plot for AP(OCH, ), P deriva-
tives shown in Fig. 17 also shows a linear carrelation for the pi bonding acids. The only
non-pi-bonding acids (HaC* and Ph; C*) are seen to lie off the line in the expected direction.

sor AP({OCH 1P
a
aol =
o
7ol
Apyc’
S50+ H3C", {OC)4F e
ArocH H3B
Ve 10C) g W, ela~{0CKEr, (OCkCr
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301
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2 i ]
%o 50 40
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Fig. 17. Plot of 3JPH vs. the CH; proton chemical shiflt for AP(OCH; )3 P compounds.
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Fig. 18. Piot of PR vs. the CH2 proton chemical shift for AP(CH; O}3CMe compounds {da:a taken
from rel. 26).

There is ample evidence from internuclear double resonance experiments 3% 184,236,241,242
that, as in P(OMe); derivatives, the sign of >JPH in caged phosphite systems is positive.

An examination of the points on the graph shown in Fig. 18 reveals that although the
range of 2/PH values for AP(CH, O); CMe systems is quite large (16 Hz), the chemical shift
ranpe is quite small (~0.5 p.p.m.). The coupling constants for the nickel carbonyl and
borane derivatives were too small to determine their signs with any certainty and so no at-
tempt was made to draw a straight line through the collection of points. In any case, the
correlation would appear to be reasonably linear. The analogous plot for AP(CH;0); P
derivatives shown in Fig. 19 is similar to that in Fig. 18 with the added feature that, as ex-
pected, the point for the non-pi-bonding acid CH;* lies away from the trend of the pi-
bonding acids.

The variation in the >JPH, 3JPH and *JPP coupling constants in PCOCH; ), P as a func-
tion of the acceptor on the phosphorus is entirely consistent with the caged-ligand “hinge
effect” discussed earlier. An interpretation of the trends in these couplings for the compounds
in Table 20 is facilitated by their division into three classes: class A, YP(OCH; )3 P; class B,
P(OCH, ), PY, and class C, YP(OCH, )3 PY. Here Y can be an electron pair, a metal fragment,
a carbonium fon or a chatcogen. For each class, plots have been constructed of *JFP vs.

3JPH (Fig. 20) and 3J/PP vs. 2JPH (Fig. 21). It should be noted that for each of the class C
compounds, Y is the same Lewis acid except in (OC)s WP(OCH} )3 P*Me and SP(OCH, )sPO.
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From Fig. 20 it is seen that 3JPH increases substantially (~5 Hz) in positive magnitude
for classes A and C, but only slightly (~—0.5 Hz) for class B as the Lewis acidity of Y in-
creases in the order electron pair < methyl < chalcogen. This is not unexpected in view of
the increase in s character in the intemal P—O bonds of the ligand and the rise in effective
positive charge on the nuclei of the cage {particularly the coordinated PO, phosphorus),
which wotld accompany an increase in Lewis acidity of Y. The very much smaller rise in
3JPH in the class B compounds might stem from the fact that the PC5 phosphorus is co-
ordinated to Y and this donor site is more remote from the POCH bond systemn through
which 3JPH is transmitted. Extension of the explanation given for the rise in ? JPH in the
¢class A and C compounds to the very small rise in the class B compounds must be viewed
with some caution, because of the emall range of thic parameter in the latter compounds
(~0.5 Hz) and the error in the measurements (0.1—0.2 Hz).

Figure 21 reveals that over a range of about 15 Hz *JPH becomes negative upon in-
creasing the Lewis acidity for classes B and C, whereas a range of less than ca. 1 Hz is noted
for the compounds in class A. Experimental evidence from NMR studies has already been
cited which strongly suggesied a sign chanpe for this coupling constant in a stmilar series of
compounds of P(CH, 0),CMe, but absolute signs could not be determined. The daza ob-
tained for the P(OCH, )3 P systems ficmly support the postulate of a sign change in *JPH.

Values of *JPH for all the memebers of c¢lass A fall between +7.6 and +8.9 Hz. it has
been found?*? that there is a correlation which can be made in a large variety of phosphines
between 2JPH and the dihedral angle made by a plane containing the P, C and H atoms,
and the plane containing the C—P bond and the three-fold axis of the PC5 bond system. The
expected value of 2JPH for the class A compounds and P(CH, 0), CCH, according to such
a plot, is +5 Hz, which is somewhat below the +7.6 to +8.9 Hz we observe for the former and
the 8.0 Hz for the latter>*%. The reason for the small rise in 2JPH with rising electron-with-
drawing power of the Y group in the class A compounds is not apparent at this time.

The values and signs of the vicinal /PP couplings for the compounds in Table 20 re-
present the first systematic study of this coupling interaction. Figures 20 and 21 show that
this coupling constant increases markedly from negative to positive values as the Lewis
acidity of the ¥ group increases in the order: electron pair < metal carbonyl fragment <<
methyl < chalcogen for each class of compounds, This trend paraliels those discussed above
for the rise in 2JPH and 3JPH, and the same arguments based on effective nuclear charge
and hybridization changes in the bicyclic portion of these systems used to interpret the
latter results are feit to apply here, It is interesting that >JPP is more sensitive to coordina-
tion of the PC; phosphorus than the PO, phosphorus. This may arise from the greater
polarizabitity of 2 more basic phosphine phosphorus lone pair by the Lewis acid moiety.
Polarizing both phosphorus lone pairs (class C) augments the >JPP coupling over that in
analogous compounds in classes A and B as expected. Although no theoretical basis for
vicinal ** P—>"P couplings has been put forth, the data suggest that *JPP values become
more positive with increasing s character and effective nuclear charpe in the ligand.

For carbonyl complexes of P(OCH, )5 P, experimental values of JPP can be used to
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predict *JPP interactions in new compounds because of their additivity *! . Hence /PP

for (OC),FeP(OCH,; ), P is +8.6 Hz which is an increase of 45.8 Hz over that of the ligand.
For the linkage isomer (OC), FeP(CH, 0)3 P, 3JPP is +47.1 Hz and A>JPP = +84.3 Hz.

A3 JPP for (OC)a FeP(OCH, )3 PFe(CO), is +132.5 Hz, which is close to the sum of the

A2 JPP values of the linkage isomers (130.1 Hz). Similarly A3JPP caleulated for

[(OC)s WP(OCH, );PMe] * is 188.6 Hz compared with the experimentally obtained value
of 180.4 Hz. The additivity of A>JFP seems to hold reasonably for SP(OCH; ), PS (166 Hz
calculated compared with 150 Hz experimental) but the calculated values increasingly ex-
ceed the experimental ones in proceeding from SP(OCH, ); PO ta OP(OCH, ), FO by 37 and
66 Hz, respectively, for reasons which are not clear at this time. [t is possible that a dis-
proportionate increase in pi bonding occurs upon formation of the YP(OCH, ), PY system
when ¥ is a chaleagen, with a resultant chift of electron density to phosphorus which
decreases its positive nuclear charge and hence lowers *JPP. It is perhaps more likely that
molecular constraints for some reason prevent both phospharus atoms in YP{OCH,; ); PY
from achieving the bond angle configurations (and hence the same degree of s character)
which they can in YP(OCH;); P and P{OCH, ),PY.

It remains to consider the possibility of a “through-space” 3! P—3! P spin—spin coupling
involving the phosphorus nen-banding orbital lobes which He inside the bicyclic structure
along the three-fold axis of the molecule. The distance between the phosphorus atoms is
probably at least 2 A, which would seem to militate against such a mechanism. Moreover
it would be difficult to see how this coupling could rise positively with the increasing Lewis
acidity of Y as observed, inasmuch as the phosphorus non-bonding hybrid lobe(s) would be
expected to lose s character. A larger effect on the PH coupling constants of the uncoordi-
nated phosphorus atoms in classes A and B might also have been expected. it therefore
seems that a through-space coupling mechanism need not presentiy be invoked. The ob-
servation that quaternizing the uncoordinated phosphorus in (0C)s WP(OCH, ), P with a
carbonium ion did not visibly alter the CO stretching frequencies in the corplex indicates
that the interaction af the phosphorus lobes ingside the cage. if any, was not sufficient to
allow inductive cffects to change the donor properties of the P coordinated to tungsten.
Photoelectron spectral work along with calculations®® ®2 on N(CH; CH, )3 N strongly
suggests that the interaction of the nitrogen lone pairs occurs through three sets of bonds
rather than through space. The uncommonly large 32 *JPP values for {OCH:)a P and its
derivatives also indicate a through-bond mechanism involving the three sets of bridge bonds®?.

7. Tungsten—phosphorus coupling constants

Although metal-phosphorus coupling constants have been measured for a variety of
metals®*¢, the present discussion will be restricied to those results which are germane to
our investigations27>2%%:2%6 Coupling constants are most conveniently discussed using MO
theory 3392 jn which the caupling of directly bonded atoms arises almost entirely from the
Fermi contact interaction between nuclear spins and s orbital electron spins. In the follow-
ing expression for 'JAB, a5 and ap are the magnetogyric ratios of the nuclei, § is the Bohr
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magneton, S, and Sg are the valence state s orbitals of the atoms, the |5(0)| terms are the
magnitudes of these orbitals, A?E 7 Are the triplet excitation energies and ¢ is the coeffi-
cient of an occupied or unoccupied molecular orbital.

# 256m*
JAB=a,ag 5>~ 5 B? 15 ,(0)1* IS5 (0)1?

oce u%n:
CAE, Y lCe Co Coc € 19
i 7 ( = is A ]SA ;SB I'SB ( )

Because aof the low symmetry of the (OC)s WL (Csp) compiexes of concern here, the
mixing of other metal orbitals with the s becomes more complicated. Siace the energies of
the molecular orbitals are not known for these complexes, the precise form of the coupling
theory cannot be utilized and we must be content for the present to seek trends among
complexes containing a variety of ligands.

Table 21 is a tabulation of the (OC)s WL complexes and their *JWP coupling constants
which form the basis for the conclusions given in the folowing paragraphs. The trend in
coupling constants parailels the electronegativity changes of the phosphorus substituents,
as illustrated in the plots in Fig. 22. The electronegativities used were those of the atom
bound to phosphorus with no correction being made for atoms beta, gamma, etc. to phos-
phorus. It is remarkable that the correlation coefficients for the Pauling, Sanderson and
Allred—Rochow electroncgativity scales for both sets of ligands depicted in Fig. 22 exceed

TABLE 21

L WP coupling constants in (OC)s WL complexes

L Jwp Ref. L Lywp  Ref.

(Hz) (Hz)

(1) PFy 485 27 {14) P(NE12}3 296 247
(2} PCl; 426 245 {153 P{OMe)Phy 280 247
{3} PBry 398 245 {16) P(SCH4 )3C-7-Pent 276 27
(4) PIy 334 245 {17) PPh3 230 247
(5} P(OPh)2 415 248 {18) PBuFh, 250 247
(6) P(OMe)3 398 247 (19) PMePhs 245 247
¢7) P(OCH3)3C-n-Pent 393 27 (20) PEtPh, 240 247
{8) P(OEt)3 391 247 {21) P(+-Pr)Phy 240 247
(9) P(O-n-Bu)3 390 247 (22) P(r-Bu)Ph, 240 247

{10) P(O-i-Br), 378 247 (23) PRu, Ph 238 247

{11} P(OMe)aPh 323 247 (24) P(CH;0)3C-n-Bu 234 27

{12) P(NMeCH; )3 C-n-Pent 318 27 {25) PBu,y 227 248

{13) P(NMe; )3 297 247
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TABLE 22

Carrelation coefficients of LJWP vs. electronegativity for {OC)s WL complexes™4?

L Electronegativity Correlation
scale coefficient

PBuy, P(CH40)3C-n-Bu Sanderson 0.995

PO,Y, PS3 Y, P(NMe)a Y, PF3 Pauling 3.983

(Y = {CH3)3C-n-Pr or (CH3 )3C-n-Pent) Allred-Rochow 0.961

PI;, PBr,, Pclg, PF3 Sanderson 0.995
Pauling 0.941
Allred--Rochow 0.949
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0.941 (Tables 22)2%*. The four caged ligands and PF; in the first group of ligands in Table
22 were chosen for inclusion in the calculation of the comelation coefficients and to estab-
lish the least-squares line in Fig. 22 because they minimized possible coupling changes in-
duced by steric effects of the phosphorus substituents. Tributy! phosphirne was included
when it was found that its coupling was only slightly different from P(CH, 0)3C-n-Bu and
this similarity indicated that electronic effects beyond the alpha atomn on the phosphorus
substituent as well ag general steric effects were not very important. Indeed the rest of the
licands2?+2%7+2482 panerate points which are reasonably close to this line. Interestingly,
phenyl carbon atoms do not appear to be grossly different in electronegativity from alkyl
carbon atoms.

A clear explanation for the presence of two slopes in Fig. 22 cannot be given at this time.
Although it might be thought that substituent atoms in different families of the Periodic
Table generate points which fall on different slopes, this does not appear to be the case with
oxygen and sulfur, the points for which lie on the same line as those for fluorine, nitrogen

and carbon.

Insofar as coupling between directly bonded atoms is generally agreed to occur through
bonding orbitals having s character, the correlation with electronegativiry can be explained
without invoking pi bonding. It has been argued that the replacement of a group X attached
to a carbon by a more electronegative group Y results in less s character in the C—Y bond
than in the C—X bond 24?, It has been further pointed out*5° that atomic s character is
concentrated in orbitals which are directed toward the most electropositive substituents.
For our LW(CO)s complexes, the above arguments appear to be applicable since the W(CO)s
moiety serves as the most electropositive substituent on phosphorus in each of the com-
plexes, and as the remaining substituent groups on phosphorus are replaced by more electro-
negative ones, the s character should increase in the tungsien—phosphorus bond, as will the
positive nuclear charge on phosphorus.

Employing the assumption that metal—carbonyl pi bonding is influenced by other ligands
present in the complex, the carbonyl stretching frequencies have been used in a variety of
ways to infer the pi-bonding capacity of the ligand. The values of raw frequency data have
been used to compare pi-bonding character, especially from values of the 4, ' mode which
stem from the CO group frans to L. As A, ! stretching frequency values increase for a given
series of ligands, the C—0 bond order should increase as a resvlt of increased pi-bonding in
the metal—phosphorus link. Other workers??7 have plotted the £ mode stretching frequen-
cies of a number of LW(CO); complexes vs, *JWP values and have observed a straight-line
cosrelation between these two parameters. As they were unable to assign the 4, mode for
all of the complexes because of overlap with the £ mode, the £ mode was used as 2 reason-
able approximation, since the 4, and the £ modes have very similar streiching frequen-
cies. Although there is a general increase in the £ mode carbony! stretching frequency with
the value of !JWP, the linear cosrelation coefficient {0.79) is rough in view of the relatively
small errors in the two parameters, It should be noted, however, that the range in these
parameters defined by the (C4Hy)aP and (CsHs)sP complexes was much smaller for the
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much better linear correlation observed by other workers®??. The 4,! mode was observed
for all but three of the complexes and reasonable estimates could be made for two of these
unobserved peaks (Table 12). The correlation coefficient of 0.70 for the plot of the 4,*
mode against ! JWP did not represent any improvement. Although force constants

are more reliable than raw frequency data for bonding interpretations, values of k, (CO
stretching force constant frans to L) plotted vs. '*?W—3'P coupling constants revealed a
large decrease in the correlation coefficient (0.51). This result suggests that the increase of
18331 P coupling at best only roughly parallels the rising pi-acceptor properties of the
phosphonus lipand.

Correlations of ' JWP with Ao and An (parameters representing the sigma and pi bonding
capacities of a lizand which are calculated*5? from carbonyl force constant data) were at-
terapted??. The low correlation coefficient for the Ar parameter (0.35) strongly suggested
that '33W_31P coupling is not dependent on pi bonding. The order of decreasing sigma-
donating capacity (Ao) of the complexed phosphorus compounds is: P{CaHg)3 >
P(SCH3)a > P(OC,H: )3 > H(CH,0)3CCaHy > P(CsHg )s > P(N(CH3)CH, )3 CCsHy >
P(0C5H5 )3 > P(SCH;)aCCs Hl 1 > PF3 > P(OCHQ )3CC5 H; L- Some of the orders are
somewhat unexpected on electronegativity grounds but it is possibie that “normal” basicity
orders are not necessarily operative when the ligand is complexec to a transition metal®s? .
If indeed '#3W—3'P coupling occurs through orbitals having s character, a better correla-
tion with Ao than with Ar might have been expected, since increasing s character of the
phosphotus lone pair in the complex should parallel its decreasing sipma-donating charae-
ter. The low correlation coefficient*? of **3W—_31P coupling with Ao (0.55) could arise
from the small range in Ao values for these phosphorus ligands (+0.01 to —0.34) and the
large standard deviation (0.12) in the correlation compared with the acknowledged ermror®®!
(0.12) in the Ao evaluation.

The following tentative conclusions are drawn from these studies. (g) Increases in the
electronegativity of the phosphorus ligand account very well for the rise in '#?W—3!p
coupling constants in W(COQ)s L complexes. () Although greater ligand electronegativity
is expected to raise the pi-acceptor capacity of the ligand, the rise in "**W—?"P coupling
can be explained quite well without invoking pi bonding as a coupling mechanism.

More recently®?3®  the increase in ! JWP with decreasing WP distance from (PhQ);-
PW(CO)s (411 Hz, 2.309 A) to frans-{(Ph0), P] , W(CO)s (480 Hz, 2.252 A) has been
cited as support for an increase in pi bonding upon substitution. Independent of any pi
effect, however, the increase in coupling may stemn from electronegativity reduction occa-
sioned by the better sipma basicity of the phosphite relative to CO.

Unfortunately the only copper—phosphorus coupling constants published are those re-
ported by us24% on the Cu[{OMe);] ;* and CufP(OEt);] 4* cations (43 Cu3tP= 1190
30 Hz and 1210 £ 30 Hz, respectively) and so a comparison of trends is not yet possible.
Although the published spectrum ¢ did not show complete resolution of the two four-
line spectra expected for the *Cu and *° Cu isotopes each having spin 3/2, more recent cf-
foris®*? have shown that all eight lines can be seen and the observed ratio of the 8°Cu—3'P
couplings is 1.07,in agreement with the value of 1.071 calculaied from magnetogyTic ratios,
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8. Interligand couplings, particularly * JPMP'

Ever since it was discovered?°? that identical proton-bearing phesphorus ligands, when
mutually frans in a complex, yielded proton NMR spectra exhibiting a “triplet” while the
normal doublet was observed for cis systems, this NMR criterion for stereochemistry has
become widely adopted?. Because the spin—spin interaction of the chemically equivalent
but magnetically non-equivalent phosphorus nuclei influences the appearance of the proton
spectra of such X, AA'X,’ spin systems, 2JPP’ data which can be extracted from the spectra
for a variety of ligands in a given complex are useful in elucidating the nature of the metal—
phosphorus bond. The solution of these spectra in most cases is not trivial and it would
seem that 2JPP’ values for complexes containing two chemically different phosphorus
ligands would provide basically the same information with the advantage that the data could
easily be obtained from the AX or AB 3! P NMR spectra. There are several reasons why
complexes of identical phosphorus ligands are more useful. (1) Mixed-lipand complexes are
more difficulz to synthesize and so they are vastly out-numbered by those with identical
phosphorus ligands. (2) The concentrations (ca. 30%) required for ** P spectroscopy are
higher than for ' H NMR studies uniess accumulation facilities are available. (3) It is not
possible to apportion the coupling constants between the two chemically different phos-
phorus atoms in mixed-lipand complexes, and the data only become useful for interpreta-
tion when *JPP’ values are known for tiie analogous compounds in which both ligands are
identical.

Analysis of the *H spectrum of an X, XX'X,,’ system via the equations**® worked out
for the general casc in which the interligand H—H' coupling (JXX') is zero leads to an evalu-
ation of the intraligand coupling JFH (/AX) and the interligand interactions JPH' (JAX),
JPP’ (JAA'). The general features of the X spectrum which appear in Fig. 23 include a sharp
doublet of separation ¥ centered at the proton chemical shift as well as 2n pairs of lines
occurring symmetrically about 5 *H with spacings S given by:

§=[L2L2 +JAA M2 £ [(F-1)L? +JAA"?}V? (20)

where L = [JAX —JAX'] and ¥ is an integer**> between 1 and n. The intensity of this
portion of the spectrum is evenly divided between the N doublet and the 2n pairs of lines.
These 21 pairs of lines may be divided into two sets, the so-called “inner” 2nd the “outer™
lines given by the difference and sum, respectively, in eqn. (20). For the typical case in which
values of L/JAA' < 1, these designations refer to the lines which occur between and outside
the mewnbers of the N doublet, respectively. Only the first guter pair of lines is represented

in Fig. 23. It has also been shown®3? that the intensity of the outer lines is quite small com-
pared with that of the inner lines.

As the value of JAA' increases for a particular value of ¥ and L, the frequency dist-ibu-
tion of the inner and outer lines changes. The separation between the first inner line and the
first cuter line remains JAA', but the intensity of the outer line decreases as JAA' increases.
Hence it becomes experimentally quite difficult to find this line for JAA' > 100 Hz at re-
alizable concentrations for compounds whose protons are not directly bound to phosphorus.
As JAA' increases, the separations of the inner lines becomes smaller until for JAA' 2> L the
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Fig. 23. Schematic diagram showing the apparent wiplet for the X part of an XgAA'X,' system arising ’
from overlap of the inner lines when JAA' » L. The intensity of the first pair of outer lines has been ex-

aggerated,

spectrum appears as an apparent triplet. The distribution of the frequencies and intensities
of these inner lines determines the band shape of the portion of the spectrum between the
N doublet. Only in rare cases can the fine structure due to the inner lines be resolved for
arganophosphorus ligand sytems, and so only the envelope of these resonances is generally
observed.

Although it is in principle possible to calculate 2JAA' (i.e. 2JPP') from the 3! P spectra
using equations developed for the AA’ portion of the spectrum 254, the complexity of the
spectra and solubility considerations render this method impractical for most ligands.

Before discussing the JPP' data, the methods we have employed to obtain the constants
and their signs will be briefly described. In the event that the first pair of outer lines in the
XX' spectrum can be found, it is possible to determine the value of JAA’ directly {(*.JPP’
in our application), since the separation between either of these lines and the most intense
inner line is JAA'. Under these conditions, relatively precise values of JPP' (0.3 to 3%) can
be obtalned **?, In one case (Fig. 24) sufficient fine structure has been observed to allow
calculation of JAA' from inner line separations and the agreement with that calcuiated from
the outer line positions was good ¢, Although direct observation of the auter pair is not
rare among the PR3, P{OMe)3 and P(NR;); complexes we have studied!®4, it is more pre-
valent in PH; and PF; metal compounds283:218:255 [y the latter, 'JPH and ' JPF couplings
are preater and larger separations of the lines are produced (eqn. (20)).

Fig. 24. 1H NMR spectrum of ¢is-W(CO)4(PMe4)y showing the resolved fine structure, The [ow-intensity
outer bands which were observed are not shown.
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The first attempt to obtain 2JPP’ from 'H NMR spectra which did not exhibit the outer
pair of lines was an effort at computer simulation of experimental spectra consisting only
of the deceptively simple triplet whose middle member had a fair range in width 7% 7",
Not only was JXX' assumed to be zero but contributions from JAX' were also considered
negligible. Both assumptions have been shown to be valid for the complexes of P(OCH, )3 CMe
studied *8%23¢ Using *JPH, a line-width parameter estimated from the doublet peaks and
estimates of ZJPP' as input data in a computer program, a best fit could be obtained visnally.
Independent measurements of 2JPP' in complexes show, however, that results based on line-
shape analysis alone are to be vicwed with suspicion'®*_ The assumption made in computer
fitting that the line shapes are pure Lorentzian is probably invalid in most cases because:

(@) slow passage conditions are not obtained; (5) paramagnetic impurities could be present
which broaden the lines; (¢) intermolecular exchange could be taking place 254 ; (4) each
transition in theory can have its own transverse relaxation time 257 ; (&) off-diagonal elements
of the relaxation matrix can cause overlapping lines to give band shapes which are not simply
sums of Lorentzian lines2*™®, and (f) some form of intramolecular motion may result in in-
complete averaging of 2JPP' 184258  Although factors (2)—(¢) can be ruled out with some
assurance in the complexes studied 1%, (d) and (¢) cannot, and indeed temperature studies
indicate '8* that () may apply in several complexes of P(NMe, )s.

When feasible, the method of choice for obtaining 2JPP’ is that of spin-tickling in which
the '3C satellite resonances of the proton spectrum are observed while irradiating in the **P
region. In such an experiment**? the *! P resonance for the molecules containing one **C
nucleus appears as two AB patterns because of the two spin states of 17C. Because of the
presence of the **C nucleus in one of the phosphorus-containing moferies, the two phos-
phorus nuclei are no longer chemically equivalent and so the AB coupling (*JPP' in this
case) may be determined from the AB spectrum. If for either of the spin states of *C,
the higher frequency weak intensity band is shown to be connected to the higher frequency
line of the appropriate *?C satellite, then JPP’ has the same sign as N; otherwise their signs
are opposite. Thus if the sign of JPH is known and JPH' is small, the sign of 2JPP’ is deter-
mined *¢, By an additional spin-tickling experiment®3% the sign of N can be related to that
of *JCH, which is known to be positive.

3JPP’ values in mixed ligand complexes are obtained directly from the AB or nearly AX
31P spectra!®® . For each proton-bearing ligand, the proton region displays a doublet which
is simple or perturbed, depending upon the size of 2JPP' and the chemical shift difference
of the phosphorus nuclei. If 2JAB < (v, ~vg), then no perturbation is observed, as is the
case for trans-Mo(CO), [P(OCH; ); CEt] [P(OMe), ] . If 2JAB £ (¥, ~vg), then a perturba-
tion occurs; and if 2JAB > (v, —»g), apparent triplets would be produced in the proton
spectrum. The observation that the proton doublets are not split by the phosphorus on the
other ligand is good evidence that SJPH is zero in these compounds, Thus the assumption
that *JPH is negligible in analogous systems wherein both ligands are the same is
validated.

The relatively large number of 2JPP’ values collected in Tables 23—25 along with the
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TABLE 23

3PP’ values in cic-disabstituted complexes
2 rpp Method 2 Ref.
(Hz)

Cx{CO)4(PH3); -26.2 A 255, 0
{P(SCH3)3CMe} ~ 0 F 242
(PM&g]g =361 A 236
(PH3)(PPh3); 33.0 E 255
(PBu3}PH3) 38.5 B ¢
(PCOCH, Y3CMe] 2 70 = 10 D 170,171, 184
[P(NMe3)Fs 12 622 B a
{P(CClaH)Fa] 3 67 = 0.5 B m
[P(CCl3)F2 ]2 67+<1 B d
(PF3)a 78 :1,77.0 B, B 262,
[EtN(PF;)3 ] 78.5 £ 0.5 B 260

Mo(CO)3(PH3)a 18.3, -18.9 AC . m
(PMes)y ~29.72 0.1 A 236
(FBu; Ph)}PPh) 21 E 5
(PPh;H)a ~19 A 4
(PNMez )z 12.4 + 0.2 A 236

[P{NMEPh)s] 4 18.2 0.2 A A
[P(SCH;)aCMel» 30+ 10 D 242
[P(SMe)a]a 35z 10 D 242
[P(NMey)3] [P(OCH;)CEt] 39+ 3 E 186
[P(OMe)s]a —40.5 1 A 236
{P(OMe)s] [P(OCH;);CEt 4813 E 186
{P(OCH4)2C-n-P1] 2 5010 D 170, 171, 184
[P(NMey)F; ]2 38z 2 B 261
[P(N-Etz)le 2 g2 B 261
[P(CF3)sF] 2 410+ 1 B 261
[PCH2CI}F 2] 2 425205 B 261
[P(CCI H}Fz] 2 471.5=0.5 B m
[P(CCLa)F3 |2 —48.0+ 05 B 261
[PCCF3)Fz]2 48521 B 261
(PF3) 550102 B 262
{EN(PFa)a} +121.0 B 260

W({CO);(FHa) 134 A 255
[P(SCH; }3CMe], -~ 0 F 242
[P{SMe)3] 2 ~ 0 F 242
[PMesls —25.02 0.1 A 184
[P(OCH3)3C-1-Pt] 2 35+5 3] 170, 171, 184
|P(NMey )z ]2 211+ 1.0 B a
[P(CH,CI)¥3 )4 34.6 2 0.8 B d
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TABLE 23 {continued)

2 rpp Method 9 Ref.
(Hz)

W(CO), [P(CCIH)F3 ]2 37.0% 0.5 B m

[P(CCL,)Fa] 2 376+ 08 [} a

(PF3), 38+ 1,41 B, B 262,49

[EIN(PF2)a] 1553 = 0.6 B 260
PdCl: (PMea)s 8 A i

Bty (PMea)s 1.0x1 A i

Cly (PMey H)y 01 A 263

Br (FMezH) 2 A 263

Cly [P(OMe)a] 2 +79.9 £ 0.2 A 236

Clz [P(OCH3)3C-n-Pent] 2 65+ 10 D 170, 171, 184
P1Cly (PMe, H), 01 A 263

Biz(PMezH)z 0 A 263

[;(PMes H)s 0 A 263

Clz [P(NMea)s] 2 ~ 0 F 184

Cl, (PMe, ), < 5,189 G, A L7

Bry (PMe3)s 16.2 A i

I:(PMea): 14.0 A F

Cl2 [P(OMe)a ], 10£2,183:01 D,A 184, 258

Bl'z [P(OMB);.)]; 8.8x0.1 A 258

L {P(OMe)a] 2 ~ 0,5.0% 0.1 F, A 184, 258

Cl; [P(OCH;)3C-n-Pent] 5 35+ 10 D 184

12 |P(DCH2 )3 C-n-Pent] 3 145 D 184

Cla [F(OPh)3 ] [PBu3] 20.0 E 266

€L, [P(NR,),F], 25-37 A k

Me; [P(OPh)3] [PBua] 1 E 266

MeCI[P(OPh)3] [PBua|] 23.3 E 266

9 Methods of obtaining values of 2 JPP’ are: separation of inner and outer lines in the g spectrum (A);
separation of inner and outet lines in the o 3 spectrum (B); double resonance techniques (C); computer
simulation of the band shape {D); direct observation of the alg spectrum (E): perturbadon of main
doublet was not obscrved, thus 2JPP’ must be undetectably small (F): estimated from line width (G),
and solution of spectmumn from theoretical considerations (H).
by F. Nixon, private communication.
© E. Moser, E.Q. Fischer, W. Bathelt, W. Gretner, L. Knauss and E. Louis, J. Orggnometal. Chem., 19

1969) 377.

Unpublithed recult¢ cited in ref. 216.

€ T.R. Johnson, R.M. Lynden-Beil and LF, Nixon, J, Organometal. Chem., 21 (1970) P15.15.0. Grim,
D.A. Wheatland and P.R. McAllister, fnorg. Chemt., 7 (1968) 161. & Calcnlated from spectrum in J.G.
Smith and D 1. Thampson, J. Chem. Soc. 4, (1967) 1694. adpp. Bertranid, private communicaton.
! R. Goodfellow, J. Chem. Soc. D, (1968) 114.7 D.A. Duddell, I.G. Evans, P.L. Goggin, R.J. Goodfellow,
AJ. Rest and J.G. Smith, J. Chem. Soc. 4, (1969) 2134. & 3.F. Nixon and M.D. Sexton, J. Chen. Soc,
D, (1969) 827. ! Not resolved in 2P spectrum. ™ R M, Lynden-Bell, J.F. Nixon, I. Roberts and ¥.R.
Swain, fnorg. Mucl Chem. Let., 1 (1971) 1187,
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TABLE 24
2 PP values in trans-disubstituted complexes
JPP' Method?  Ref.
Hz)
Cr{C0)4 [P(SCH3}aCMe] 3 ~0 F 242
[P(SMe)s] 2 ~0 F 242
(PMes); 2851 A 236
(PBu3 XPPh3) 23 E b
(PBu3)(P(OPh);] 30 E . L4
{P(NMea )] 2 —17=5 Cc 236
[P(OMe)al2 —15.02 0.1 A 236
{P(OCH3)3CE1] 2 913 ) 170, 171, 184
(PF3)s 34+1,340:05 B,B 262, ¢
Mo(CO),(FBujz)(PPhy) 50 E &
(PBu,Ph)(PPh3) 49 E b
(PBu3)[P(OPh)3} 112 E b
[P(NM23)3] 2 +101 = 1 A 236
[P(NMe;)3] [P(OCH2)3CE1] 14123 E 186
[B(OMe)1a +162x 5 C 236
[P(OMe)3] [P(OCHZ)3CEL) 185 = 3 E 186
[P(OCH, )sC-n-Ps] 2 210 = 30 D 170,171, 184
(PFa)2 3211 B 262
W(CO)3(PBu3)(PPh3) 65 E b
(®Bua){P(OPh)s) 120 E b
(PBuyPn)[P(QPh);3) 112 E b
{P(NMey )alz +Bl £ 5 C 236
[P{OCH)3C-n-P1] 140 = 25 D 170, 171, 184
(PF3)3 3151 B 262
Fe(CO)a [P(NMe1)a] 2 +65 % 10 c 236
{P(NMes )3} 2 [P(OCH2)3C-Pr) 1831 E 186
(P(OCH,)3CE1] » 300 = 40 ) 170, 171, 184
PACty (PMezH)a 515 A 263
Bry (PMeaH)z S A 263
Pdl2(PMe, ) +572x 5 C 236
T2(PMe3 ) (PEt;) 565 E d
I3 (PBuy)(PMe; Ph) 55t E ¢
I (PBuy}{P{OPh); ] 758 E €
T2 (PMez Ph)[P(OPh)a) 29 E e
Cl, [PPha (CF3)] 2 1100 & 50 D 257,
BFiCl(PMe, H), 515 A 263
Bty (PMe2 ), 462 A 263
L (PMeg H) 447 A 263
Cla(PEts)s 90 G s
{P(OPh)3) [PBuy) 709 E 266
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TABLE 24 (continued)

Jpp’ Method 7 Ref.
(Hz)
Pt{OP(OR)2 ] : (PR3 37.1-38.1F E 266
PICITOP(OR )4 T (PR3 )3 18.0-289§ E 264

8 Gee footnote g of Table 23. 2 See footnote £ of Table 23. © See footnote e of Table 23. T A, Pidcock,
Cherm. Commun., {1968} 92. € See footnote i of Table 23, Fw, McFasiane, J. Chem. Soc. A, (1967 1922,

This value is consideted 1o be too low 216,253 £ This is cfs coupling.

limited number of known signs for this coupling make it possible to note some trends and
to draw same conclusions concerning their origins 184+ 1§6:216,236,260°266 Tha magnitude
of 2JPP' will be shown to depend on four factors which are discussed sequentially: (a) the
stereochemistry of the complex; (») the metal atom; (¢) the ligands present other than phos-
phorus, and () the nature of the phosphorus ligand.

The repeated observation in a variety of systems that ?! P—*! P coupling constants of
trans-oriented >* P nuclei are large and are characterized by apparent triplets in the *H spec-
trum while ¢fc coupling constants are small, leaving the JAX doublet unperturbed, has served
a3 a criterion for determining the geometrical relationships of phosphorus ligands in many
complexes?-?%2:2¢7 However, considerable caution should be taken in using this crite-
rion in assigning such stereochemistries. Many cis compiexes have appreciable phospho-
rus—phosphorus coupling and from preliminary data??? it appears that the magnitudes
of 2JPP' in cis and trans manganese complexes of the type Mn{(C0O),L,X (X = H, CI, Br, 1)
are not very differenc (Table 25). Indeed, in chromium complexes the magnitude of 2JPP’
is even graater in cfs compounds than in trans (Tables 23 and 24}). It should be pointed out
that weak ! P—-2'P coupling can lead to apparent triplets whan JAX is small. Thus the con-
clusion that there is “strong” *'P—3!P coupling in fzc-Mn({CO); {P(OCH. ); CMe] (MeCO)
(ref. 268), 1-Cs Hs Rh[P(OCH; ) CMe] » (ref. 269) and in n-CsHs Rh[P(OMe); ] 2 (tef. 269),
because the proton resonance appears as a triplet, is not necessarily correct. Support for
such caution in interpretation is found in the very low coupling calculated for fac-Ma(CO)s-
(FaCO)YF(OCH; );CMe] ; and the intermediate coupling found in 7-Cs H; Mn(CO)}P(OCH; },-
CMe] », both of which also display proton “tripilets’ (Table 25). Qualitative evidence for
unusually small 3! P—31P coupling between trans phosphorus ligands in manganese com-
plexes is found in sym-mer-MnX(CO},(PMe, Ph), systems?7°2® (where X = Cl or Br) and
the rhenium analogs. The "H resonances of the methyl groups appear as a “triplet” in the
latter while the central portion of the “triplet” is much broader in the former despite very
similar separations of the main doublet in all cases. It is reasonable that 2JPP’ for
7-CeHs Mn(CO)[P(OCH; )5 CEt] ; is quite comparable with the values obtained for most of
the facial manganese systems in view of the cis relationship of the phosphorus nuclei (Table
25).
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TABLE 25

2 JoP* values for miscellanegus complexes

2 rpp Method?  Ref.
(Hz)
mer-MofCO)3 (PEt3)3 <15°P E b
[P(OMe)a | 3 47P E b
(PIOED)s] 5 51 P E b
f2¢-Mo{CO)a(PPhF; ) ~43.0: 1.0 H 264
P(OPh), F ~51.0% 1.6 H 264
P(OPh)F, ~5522 1.0 H 264
(PF3)3 —56.0+ 05 H 264
Jac-Mn(PhCO)(CO)a [P(OCH;)3CE1] 2 S22 D ¢
H(COY;(PF1)3 125 £ 1 B 242
Br{CO)3{P(OMe)a ]2 140 £ 20 D 242
BH{CO)3 [P(OCH; )3C-n-Pr} 1i0 = 20 D 242
spym-pier-Mni(CO)3 [P(OMe)a ] 2 170 + 30P D 242
H(CO)3(PF3)3 155%1° B 242
1CsHsMn(COMP(OCH2YaCMe] 2 120 + 20 D 242
Fe(CO)3(PF3); 98 : 1 B d
RuCl;(CO)2 (PMes H),S 308 ¢ 1 A 263
RuCly (CO)2 (PMe; H)a 229 : 1 A 263
trans-RhCI(CO)(PMea H)a 32121 A 263
Br(CO)(FMezH). 3129:1 A 263
((CO)PMezH); 337+1 A 263
RhCl3(CO)(PMezH)a £ 495+ 1 A 263
mer-RhCl3(PPra)s 22:3 E &
(PBus)s M43 E h
{PEt,Ph) 3 30x8 E A
spm-mer-RhCly(PBus); [P(OPh)a) ipa P E !
trans-ICl3(CO)(PMe; H), 386 ¢ 1 A 263
Br3(CO)PMeqH), 390 =1 A 263
trans-Nila (PMea H), 155 A 263
Ni(CO); [P(NMe2 )] 2 ~0 F 184
NHCO)2 [P(OMe)3] 2 103 A i
Ni{CO); [P(OCH 2 )3 CMe] 2 -0 F 184
Ni(CO)3 [P(CF3)1] 2 ~0 F &
Ni(COY, [P(NMez)F212 ~0 F !
Ni{CO); [P(NEtz)Fz] 2 -0 F {
Ni(CO), (PF3), 381 B 262
Ni{P(CF3):F 4 <S5 B 265
Ni(CgH402PF)g 177+ 0.2 B 265
Ni{P(CH;CDF1] 4 12§ B 265
Ni[B(CCl3)Fa] 2 21| B 265
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TABLE 25 (centinued)

JPP' Method?  Ref.
Hz)
Ni[P(NMe;)F3 ] 5 <10 B 265
Ni[P(CF3)F3]4 <5 B 265
Ni(PF3)a 3x1 B 265
PAC1[OP(OPh)}, | [HOP(OPh), ] Pra 600-630 " E 266
PLCI{OP(OFh); ) [HOP(OPh), Pry 539-547"™ E 266
33.0-358"
23.4-23.9°
[PACI{P(OPh)3] (PBu3)]1Cl 24.0 E 266

4 see footnote a of Table 23, b M. Lenzi and R. Poilblane, €, B, Acad. Sei, Ser, €, 263 (1966) §74.

€ B.L. Booth, M. Gieen, R.N. Haszeldine and N.P. Woffenden, J. Chern. Soc. A, (1969) 920. ¢ This
value apparently represents a time-average-value coupling from intramolecular exchange ***, € All pairs
of identical ligands are mutually cis 263 1 anl pairs of identical lizands are mutually rrons 263 £ The
phosphorus ligands are frans as well as two of the halides 297, # 5,0, Grim and R.A. Ference, fnorg. Nucl.
Chem. Letr., 2 (1966) 205. ¥ See footnote d of Table 24./ Calculated from the spectrum given in R.
Mathieu and R. Poilblane, €. R. Acad. Sei, Ser. C, 265 (1967) 388. k See footnote i of Table 23. ! See
footnote d of Table 23. ™ Coupling between PR3 and HOP(OR)a. 7 Coupling between HOP(OR); and
OP{OR}s. © Coupling between PR3 and OP{(ORY,. P Cis coupling.

With the exception of some chromium and manganese compounds, *! P~?!P coupling
constants are generally larger in frans compounds than in their ¢is isomers. This appears to
be true especially with palladium and platinum systems.

The nature of the metal atom plays a definite role in determining the magnitude of 2 PP
The most extensively studied series with the same stereochemistry consists of Group VI
complexes. The data show that the ordering of size for ¢fs coupling is Cr > Mo > W. For
trans coupling there appears to be no order other than that the *JPP’ values in Mo and W
complexes are much larger than in their Cr analog. From the few results for other groups, it
is difficult to infer meaningful trends.

From the limited data available, the other ligands in a given complex appear to affect
the value of 2JPP’ retatively slightly. Results for compounds in which only the halides are
varied suggest that 2JPP' increases in magnitude from I to CL.

The most significant factor affecting 3* P—2' P coupling appears to be the elecironegati-
vity of the substituents on phosphorus. Figures 25 and 26 are plots of the ZJPP’ values
found in Tables 23 and 24 vs. a crude estimate of the overall Pauling electronegatlvity of
the substituent groups on the phosphorus ligands (see Sect. C(iii)7). Where ligands con-
tained two different substituents (e.g. PNMes Fa or P(CF3)F; ), the overall clectronegativity
was estitnated by taking a weighted mean of the electronegativities of the three atoms bound
to phosphorus. For mixed lgand complexes (e.g. trans-Mo(CO)4 [PF{(OCH3), CC2 Hs } -
[P(NMe, )3]), the average of the electronegativities of the two ligands was used 27!, Although
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Fig 25. A plot showing the progression of 2 rpp’ Fig. 26. A plot showing the progression of 2 rpp
for cis-M{CO}q L3 (where M = Cr (a), Mo (=) or for trans-Mo(CO)aL; (where M = Cr {4), Mo (=) or
W (a}} as a function of the electronegativity of W (=)} as a function of the electronegativity of

the ligand. The {aft ordinate applies to the Cr and the ligand. The left ordinate applies to the Cr and
Mo complexes and the right 1o W systems. Mo complexes and the right to the W systems.

these estimates are admittedly quite crude, three rather interesting features become appar-
ent in Figs. 25 and 26. Firstly, when the known signs are taken into account (circled points),
it is clear that the overall progression of *JPP’ with electronegativity in the frans chromium
complexes parallels that of the molybdenum and tungsten systems. Secondly, >JFP’ appears
to increase positively with electronegativity in the frans complexes while in the cis systems
it is seen to increase negatively, Thirdly, the points connected to the eis curves by dotted
lines appear to lie anomalously far off the main progression in most instances. These points
represent ligands containing NR, and SR groups and it is not clear at this time why some
complexes containing these moieties depart so noticeably from the trends set by the variety
of other ligands.

Barring the possibility of unexpected sign reversals in complexes on which we were un-
able to perform double resonance experiments, the implied assignments of the unknown
signs seem reasonable by analogy or by inference from the data on mixed comptexes (Tables
23 and 24). Thus it is expected that the values of 2JPP' in the mixed ligand complexes
should be intermediate in valne between those for the two analogous complexes in which
both ligands are the same. If a sipn change between complexes of P(OCH; );CR and
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Fig 27. A plot showing the progression of *JPP’ with ligand electronegativity for NH{CQO); L2 (=) and
NiL4 (=) cornplexes. The left and right ordinates apply to the Nil.a and Ni{CO)5 L, systems, respectively.

P(NMe;)s or F(OMe), were occurring, the magnitudes of 2JPP' in the mixed ligand com-
plexes should be Jess than thase in complexes in which both ligands are the same. Since the
values of the mixed complexes lie between those of the latter, our assignment is probably
correct.

The trends in the cis ' P—?*P coupling in the mer and fac moiybdenum complexes
(Table 25) are also in line with electronegativity arguments, and not unexpectedly the mag-
nitudes of *JPP' are in the same range as that for cis disubstituted molybdenum analogs.
The negative sign of *JPP’ in the fac complexes is also in accord with that found for the
cis disubstituted systems and it is likely that the cis 3! P—3! P interaction in the mer com-
pounds is also negative.

The picture is much less clear for the nickel group. The trend in *JPP’ with electronega-
tivity (Fig. 27) for the Ni(CO), L, systems seems to parallel to some extent that for trans
or cis Group VI complexes although the sign of 2JPP' here is not known. The tendency
for Ni(CQO), L, complexes to exhibit near-zero *JPP' values over a range of electronegativi-
ties is preserved in the Nil4 complexes (Fig. 27) although no overall trend is apparent at
this time. While 3JPP’ for ¢is-PdX, L, systems seems to rise sharoly to more posttive values
with electronegativity, the presence of a maximum is suggested in the cis-PtX, L, series
for which a greater number of ligands with intermediate electronegativities has been studied.
Except for the anomalous-looking 1100 Hz value of 2/PP' for one of the frans-PdX; L,
complexes, 21 P3P coupling is larger for the more highly electronegative ligand (Fig. 28).

Assuming that the Fermi contact effect dominates 3'P—31p coupling, there are two
factors from which the correlation of /PP’ with increasing electronegativity may arise: (z)
an increase in the magnitude of the phosphorus valence 3s orbital, and/or (b) a decrease
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Fig. 28. A plot showing the progression of 2JPP' in cis-PdCly Ly (e}, PdBrz Lz (0}, FtClaLa (O),
PtDraLa {») and Ptl; Ly {=) complexes with Ligand electronegativity. The left and right scales apply to
the Pd and Pt complexes, respectively. The circled point is a complex for which the sign of PP is
knowr.

in the mutual polarizability of the lone pair on the phosphorus atoms. The first factor con-
tributes?2%? to the magnitude of 2JPP' (but not its sign) via the (Sp {8(rp)1Sp) terms in ex-
pression (21) since they represent the square of the s efectron density at a phosphorns nu-
cleus.

OoC unoce
2 J-PP’(::—(SP[S(rP)ESP)(SP.IS(rP.)ISP.)Zk; Z’) (B —EJ? CpCrlipCrpr 1)

The second factor arises***® from the change in the triplet excitation energy term in the
summation or from variations in the LCAO coefiicients (C) in expression (21). In valence
bond terms, the palarizability of the phosphorus lone pair is related to the degree of s char-
acter present. The sign of 2JPP' depends solely on the symmetries of the molecular orbitals
involved in the dominant electronie excitation. An excitation from one arbital to another
of the same symmetry (i.e. sym~+sym or antisym-wanhsynt) contributes a negative sign to
2 JPP’ while a transition involving orbitals of opposite symmetry confers a positive sign on
¥ 5 4

Without detailed Mo calculations on the prohibitively complicated coordination cam-
plexes studied here, prediction of the sign and magnitude of 2JPP’ is not possible. It s
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worthwhile, however, to consider the possible origins of the signs and the trends of 2JPP’
in the trams and cic Group VI complexes for which the greatest range of values has been
obtained*72, In Fig. 29a is depicted an MO diagram for a #rans complex in which only the
phosphorus orbitals having o character are considered and in which the ordering of the MO
levels is the same as that which is cammonly accepted for complexes of O, symmetry *%?,
Because it is not known with certainty how the phosphorus “sp*®” lone-pair hybrid compares
in energy with the “sp™ lone.pair hybrid of the CO group, the three possibilities shown in
Fig. 30(a) must be taken into account. Nothing quantitative is implied abont the energies
involved but it is assumed that the relative ordering of the levels is preserved. As the energy
of the phosphorus ¢ orbital (Ep) changes with respect to that of the CO o hybrid (Ecq).
the phosphorus character (otbital coefficient) is altered in the manner shown in Fig. 30,
Experiment shows that the sign of >JPP’ in the irans complex is generally positive, which
would be consistent with the case where Ep < E since the transition of lowest energy
(A2y > A;*(2)) contributes positively to the coupling. Alternately, the case where Ep =
Epp might equally apply if the higher ¢nergy transition (A2, —+ A4 1,%(2)) dominates by
virtue of the greater phosphorus character in the 4 3, level. The observation that some frans
chromium complexes possess negative 2JPP’ values suggests that £p approaches or exceeds
Ecq $o that the A;g(2) + 4 1g*(2) or A,¢*(1) transitions, respectively, can become domi-
nant. As the electronegativity of the phosphorus ligand increases, the sign of 2JPP in the
chromium complexes changes from negative to positive. This would be expected on the
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ground that Ep should drop relative to Ecq under these conditions, allowing a transition
with a positive contribution to become dominant.

The cis complexes (Figs. 29(b) and 30(b)} constitute a more complicated situation in
that the presence of more orbitals affords an increased number of possible transitions. Of
the four possible transitions among the 4{(3), 8;(2), A; *(3) and B, *(2) levels in the case
where Ep = E-q, however, the B, (2) > B, *(2) excitation is expected to dominate both of
the positively contributing transitions because of the smaller orbital coefficients associated
with the latter. The experimental range of /PP’ values for this configuration is —12.4 to
—78 Hz. The present upper limit is not far from zero and it might be possible to approach
zero coupling even more closely with more electropositive phosphorus ligands, i.e. when
Ep > E-g. From the diagram in Fig. 30(b), an upper limit of zero would be predicted
owing to cancellation (Ep > E-g) and there would be no likelihood of encountering sign
changes in ¢is complexes with electropositive phosphorus ligands. Although a retim to
zero coupling wounld also be predicted if £p becomes appreciably less than E-q, this may
be precluded from occurring if in all of these complexes E'p remains approximately equal
to or targer than 7. In both the ¢is and the frans complexes a numerical rise in /PP’ is
seen as the electronegativity of the phosphorus ligand increases. This is consistent with the
expected increase in the phosphorus s orbital coefficients and the valence s orbital density
value at the nucleus.

Unfortunately the above considerations do not particularly clarify the reason for the
general rule that 2JPP’ values for frans-oriented phosphorus ligands exceed those for their
cis analogs. The nature of the exceptions to this rule exemplified by first row transition
elements, such as chromium and probably manganese,is presently equally obscure.

Changes in 2/PP’ among trans square-planar Ru', RhE, Irf, NiTf, Pd™ and Pt™ complexes
(Table 25) have recently been rationalized assuming that variations in the singlet-to-triplet
excitation energy term in expression (21) is mainly responsible?63 . It is felt?%3 that the
dominant transition is B,, > 4,*(2) (Fig. 31) which would give *JPP’ a positive sign.
Moreover, since the B,, MO contains metal d character while the 4,*(2) MO is made from
a metal p orbital, ZJPP’ might be expected to correlate inversely with the known variation
in the energy of nd and (n + 1)p atomic orbitals among the metals. This is indeed the case
as the order of 2JPP in the trans square-planar compounds is Nift < Pt < Pafl; 1l < Rhl;
and Rh! < Pa!l (Table 25)%%7. In extending this idea to the actahedral Rull, Rh1M and F
complexes in which the phosphorus nuclei are trans, a similar transition is postulated and
the observed order Ir'!l < Rh!! is a5 expected®®.

A rationale for the absence of a steady trend in 2JPP’ with electronegativity in NiL,
complexes has been put forth %%, This utilizes the MO diagram shown in Fig. 32 and the
summation term in expression (21) which represents the extent to which a perturbation
of the s orbitat on one phosphorus is transmitted to the £ orbital of the other. From Fig.
32 the expected transitions involving phosphorus auclej are T2’ > Th * andfor T ' —+ A4 %,
depending on how close in energy the lower and upper states are. Because the moiectlar
orbitals are not identifiable as gerade or ungerade in Ty symmetyy, it is necessary to examine
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more closely the source of the sign of 2JPP’. In the numerator of the summation term in
expression (21) the coefficients of the ground state and excited molecular orbitals are
muhtiplied and summeda over all pairs of phosphorus atoms. The relevant ligand-orbital linear
combinations for all the molecular orbitals are shown in Fig. 32, If we multiply the coeffi-
cients (as indicated in expression (21)) from any pair of identical combinations transforming
as T, 2 positive sign is obtained and the expression for 2JPI becomes more negative. The
same procedure for any of the T.' linear combinations and that of the 4, * contributes a
positive sign to 2JPP'. The overall result would be the same even if the lowest occupied MO
were Lthe A ;. Although calculations do not consistently agree on the relative order of these
orbitals7?, they are probably close, which suggests that *JPP' generally will not be large.

A similar situation appears to be the case for the Ni(CO); L; complexes in which the 4,’,

B, and 8,*, A,'* pairs may be rather close in energy (Fip. 33). Because 8, » B,%* or 4, -~
A ; * transitions would lead to signs which are opposite to those for 8 > 4,* or 4, > 5,*
excitations, small values of 2JPP’ could arise, as is seen in Table 25 for all but Ni{CO); (PF3)a,
which possesses an exceptionally high coupling.

White 2JPP’ values do seem on the whole to be interpretable in a rather general way in
terms of the parameters given in expressien (21), the influence of metal—phosphorus pi
bonding is not in evidence, It is possible that the the presence of pi electron density has
an efiect 27*'27% on 2JPP’' but the data are too coarse to permit speculations on its magni-
tude. The question of a synergistic increase in sigma donation from phosphorus due to pi
back-bonding from the metal is presently a moot one, While this effect is expected to in-

0'1-0’2
&1“02‘0’3-14
Tprdptogtoy

METAL TETRANEDRAL PHOSPHORUS
ORBITALS COMPLEX DRBITALS
Cay

Fig. 33. Molecular orbital energy level diggrarn for Ni(CO); (PRa)s complexes assuming that Ep= ECO‘
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crease the MO coefficients in expression (21), the s orbital density at phosphorus and the
excitation energies wonld decrease in a complicated fashion. In addition to pi contsibutions,
otrbitat and spin dipolar effects are generally held to be negligible compared with the Fermi
contact term. It should be pointed out, however, that when a more refined form of MO
theory was employed, the orbital contribution in *® F—C~'?F coupling dominated the
contact term and was of apposite sign?7%, If ' P-M—?!P coupling is susceptible to ap-
preciable orbital contributions, present indications are that it acts in the same direction as
the contact term.

9. Structural studies

in Table 26 are callected structurat data obtained from X-ray and electron diffraction
experiments®? %377 ~2%3 o complexes which contain electronegative phosphorus ligands
Of particular relevance to the foregoing discussions are the caged ligand coordination com-
pounds of FeD, Nill and Ag[; the P(OEt); Ph complex of Ni(CN}); ; and the chromivm com-
plex of P{OPh),.

QOur observation that the Fe—P distance for the PO bound ligand in frans-Fe(CO);-
[P(OCHS, ) P] [P(CH, 0)a P} (Fig. 6) is shorter by 0.074 (4) A than the PC; coordinated
bicyclic could be construed to reflect the somewhat larger steric bulk of the fatter ligand.
There is good reason to suppose, however, that the possibly better pi-acceptor properties
of the PO; bound donor may be partially responsible. In this regard it has been shown that
the shorter Cr—P distance in (OC): CrL when L is P(OPh)3 (2.309 A) compared with PPhs
(2.422 A) is accompanied by longer Cr—C bonds frans and cis to the phosphite and shorter
C—0O lengths in the frans and ¢¥s carbonyls as expected if the phosphite is the better pi acid*®*.
The bond parameters within the two polycycles of the iron compound feature some infor-
mation or the nature of the behavior of ligands upon coordination. Interestingly, all the
bond lengths, the PCO and POC angles and the intraligand P—P distances are quite constant.
It does appear, however, that both the OPO and CPC angles open up about 3% upon coordi-
nation of the respective phosphorus atoms to the iron. These observations accord with the
prediction that s character will accrue in the PC and PO bonds as a result of phosphorus
sigma-donation.

The Fe—P bond distance for the PO, bound lipand (2.116 A) is appreciably shorter than
that found in the other iron phosphite complexes in Table 26 for which structural data are
available. The difference could be ascribed to the greater steric requirements of P(QFn),
and P(OEt), Ph compared to P(OCH; ), P. However, differences in the nature of the FeP
bond cannot be miled out since P(OFh), is apparently 2 poorer Lewis base toward a proton
than is P(OCH; )3 CCH,, which is closely related to P(OCH; )3 P (see Sect. B (vi)). The Fe—P
bond distance for the PC3 bound ligand (2.190 A) is also short compared with those found
for Fe(CO)sPMea PMe; (2.260 A)?®° and (OC);Fe(H2 CCCH, ) Fe(CO)3 PPh, (2.25 A)?%5,
Again the low steric requirements of the PC, bound P{OCH, )3 P may be largely responsible
for the short Fe—P distance but it should be realized that a rather electronegative PO; group
is attached to the carbons of the PC; coordinating site, which would tend to decrease the

299



1.G. VERKADE

PLOR

762 513 are ednoad 13 pue Eygd eyr, J51T RURRRIECE (NE% TR DY
067 padprig-0101ya st xejduin) pI'e 3% [ 2 (E(udoM (VY RE)]
el
L8T 2yt of papuoq-id s sdnozd (Auayd atp jo suQ 81T Yydg (Ceualdlny
ase} v uo Ajqeqord usBoipAy yim Avire
98T |eIpayella) pajIoIsIp ¥ g swioje suloydioyy 250'2 YEadeoH
swoje seuoydsoyd Jo Ange [BIpayena)
LT Supeatpur ¥ [€(440M)IN Ui snoydrousosy ? [$(4d 04 100H
[ixe Xe gyl
BT uadorphy uppm pruamsidiq ruoden parsoisiq ba 17 ? (44203010l
Pupap ase stofozpAy pue
082 UQIpayelal PALIOISIp € st ABIIC snIoydsoug v at(1g30)d) tHny-suny
uogqIed
oyydo Auayd e ota Burs [Auaipejusdofass s
£87 01 papuoq s} spuedy stuoydsoyd 1 jo ouQ b2 (E(420)d] { H(udOX P HQ0) g} 12 PH D
587 uoREINALjU0d [001S OuBld $1z HEEOMIIA RS O
519 918 suafozp4dy pue
19z uoipateia) porosip 2 st Avnme sniokdsoyg P IEQT0)] S 50
512 918 susfoxpAy pue g 0812
087 '6L2 URIPIYeIia] POLI0RSEp B St AvIse snsoydsoy pie1? * [4d%330)d] “ifad -0
. a61'T
6 612 1938 938 “ 911z (€ HO0)A] {ECOTHOAE(QOYa -suny
8z asausfueur punoie reIpaywion g LTT [((Sydd)nv] {E(y0MI HODIRK 510
p 0E [EIpayeIQ 69E°T E4d5(QO)oN
(414 PEIPALEISD 602 E(4d0)d S(02)D
() sousssip
‘19 SYIBLDY d-H o¥s1osy

spurdy srroydsoyd sanedouciaale jo soxe[diued (219t U0 KoONTULIOU [RIRLINS

g9z 4TaV.L



95

METAE-PHOSPHORUS BONDING IN COORDINATION COMPLEXES

"DIBISP 2TIoAY § D

03 suny} § 10,] o' €Hdd OF suns 4 104 .....: 0} Subij g 10,0 , "H 01812 § 304 P snroydsoyd €0y 10, o SnIoydsoyd €y 104 q sroydsoyd T(y40)d 104 ,

162

09
167 ‘882
£62
B60C

661

68
£87

FEIpatieljal,

[eIpayena],

EIpatiag,

jerpaysliz],

prueridig ecodi pailolsiq

(Ba)f1N uel? 19)10UE

{(XE)1~1N Wi prusmsAdiq (ewosin mindoy

LoTIeInSuod [Ipay

-8)30 ue omd 03 uoqued jAusyd okrso uT BA
Teiatt Ayl 0} PapUOq a3 SPURT] AT JO OM],
{PIPOEI0

£e
9EFT
9112 '660'7

y BTl
617
28

y STT
36617

*(Eqdhd
YOR{® [*Wd¢ (*HDO) 413V}
PEJDIN

¢SS OINAIN

£ [yaTF0)d] HNININ

Y PO10)S {E( EHDIE(HDONTIN

{Eud o)1 [EudOM P HEDON 1D

]

[50)d]2 | E(ng-t)d] E10y Yottt



96 1.G. VERKADE

Fig. 34. The molecular configuraton of the NiPs portion of the Ni[P(OCH);(CHz)ﬂz' cation.

sipma basicity of the coordinated phosphorus but increase its pi acidity. Infrared data have
already been presented (Sect. C(iii)4) which show that carbonyl stretching frequencies are
not appreciably altered in a given complex by changing the site of phosphorus coordination
in P{OCH, )3 P. This may be an indication that the ligand properties of the two types of
phosphorus atoms are somewhat more similar than a phosphite and a phosphine possessing
ordinary aikyl groups.

The configuration of the phosphorus atoms in the Ni[P{OCH)3(CH;)3] 5 ** cation (Fig.
34) is very nearly a perfect trigonal bipyramid and it is of singular interesi that there is a
compression of the Ni—P bond distance along the three-fold direction. The average nickel—
phosphorus axial bond distance is 2.14 + 0.01 & while the average nickel —phosphorus
equatorial bond distance is 2.19 = 0.01 A. Although the difference might be considered
marginal because of the reasonably large standard deviations, similar axial contractions
have been observed in other structures such as the trigonat bipyramidal Ni(CN)s >~ (ref.
297) and CuCl; *~ ions??8. The axial contraction in the latter case was rationalized 282 in
temms of electron pair repulsions, and stronger pi bonding along the axis arising from sym-
metry considerations?*®, The Ni—P bond lengths are within the range of values reported
for similar bonds in other compounds, such as 2.18 A in Ni(HPPh, ), I; (ref. 300),2.22 A
in Ni(PPh, ), (C=CC H; ), (ref. 301), 2.21 A in Ni(TAPYCN(CIO,) (TAP =
P(CH, CH, CH; AsMe, )3) (ref. 302), and 2.1% and 2.21 A in Ni(CN), (PPh{OEt),)s (ref.
209a). In contrast to the pentakis caged phosphite complex, the last compound is a very
distorted trigonal bipyramid. Supporting evidence for the earlier conclusion (Sect. C(iif)2)
that the Co[P(OCH, )3 CMe] s* cation is isostructural with the Ni[P(OCH),(CH; )a] s**
complex cames from an X-ray diffraction study of the Co(CNMe)s* ion which was showrr
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to be a slightly distorted trigonal bipyramid '95P,

The Ag[P(OCH; }sCMe] 4" cation has the expected tetrahedral configuration. The Ag—F
bond distance of 2.436 A is somewhat smatler than that for Ag(SCN)[P(n-Fr);} (2.48 A)%??
which also is four-coordinate owing to bridging by SCN groups.

The decrease in M—P bond lengths in Table 26 over the sum Af their covalent radii ranges
from about 0.05 to 0.2 A with an average difference of approximately 0.15 A for phosphites
and P(OEt), Ph. For PF; and PF, NEt, the range is 0.2 to 0.3 A with an average of about
0.25 A. It is tempting to suppose that the increased shortening of tie M—P bonds from
phosphites to trifluorophasphine is due to increased pi bonding which results from increased
ligand electronegativity. There are two difficulties associated with this reasoning. (@) Com-
plexes of trialkyl phosphines possess MP bond shortenings®*»294:2%% which range from abcuc
0.05 to 0.3 A with an average of approximately 0.15 A which is quite comparabte with the
data for the more electronegative phosphite ligands. (4) If increasing electronegativity does
play a role in shrinking MP bond lengths, it could conceivably be accomplished by contract-
ing the phosphorus lone pair. It may well be that steric factors render MP distances rather
insensitive to pi bonding effects even if they are comparable with sigma bonding. Moreover,
sigma bonding is expected to decrease with increasing electronegativity of the phosphorus
which would militate against bond length shrinkage. The possible importance of synergistic
enhancement of sigma bonding as a result of pi bonding is presently not known.

The sugpestion that steric differences among phosphines and phosphites are important
gains support from a comparison of the NiP bond lengths in Ni(CN); [P(OEt), Ph] 5
(2.228 A)29%2 and the PMe, Ph analog (2.24 R)?°P. The ligands in both cases prabably
have similar steric requirements because of the phenyl groups, in which case the MP bond
lengths are unexpectedly claose in view of the electronegativity difference of the ethoxy
and methyl groups. It is also necessary to view with caution conclusions on bonding reached
by making comparisons of shorter MP bond distances in phosphite complexes with those
in analogous PEts or PPhy complexes since evidence has been presented®®® that the steric
requirements of the latter ligands are larger than P{OMe);, P(OEt); and P(OPh),. Indeed
even PMes appears?'? io be comparable in bulk to F(OPh);.

In the previous two sections increases in the absolute magnitude of '83W—>!Pand 3P~
M—>P spin—spin coupling wete attributed mainly to increases in the 5 character of the
phospherus lone pair and the phosphorus s electron density as the phosphorus substituents
became more electronegative. If the increase in s character in the series PR3 < P(OR}); <
PF, is an important influence, a concomitant reduction of the substituent—phosphorus—
substituent bond angle might be anticipated. In metal complexes of the typs PR, CPC
bond angles range from 101 to 111° (refs. 63, 301, 306a—c¢); in 7-CsHg Fel{P(OPh);] 2 and
[(CsH;4)[P(OPh)3] 2 Rh] ;C1; the OPO bond angles are 100° (ref. 285) and 99.5° (ref.
290), respectively; and in Ni(PF1)a, (OC)s MoPE, and Pt(PF;)4 the FPF angles are 99.3°
(ref. 288) or 98.4° (tef. 291), 99.5° and 98.9° (ref. 291), respectively. Although the sug-
gestion of a trend toward smaller angles is rather slight in metal complexes, it is significantly
stronger in the chalconide derivatives ChPR; {(106—108°) (ref, 63), 0=P{OCH; Ph), (OH)
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(104°) (ref. 54) and ChPF; (100.3—102.5%) (ref. 250) (where Ch is S, Se or ). it should
be recalled, however, that the increase in phosphorus nuclear charge (i.c. s density) with
electronegativity is also an important factor2*® which operates in the same direction as an
s character rise, Thus in the event that phosphite and phosphine metal complexes are found
in which OPO 2 CPC, the normal order of spin coupling could be preserved owing to the

s density term.

CONCLUSIONS

The concept of pi back-bonding in adducts and complexes has, with varying degrees of
serionsness, been referred to in the literature as “the panacea of inorganic ills”"2%? and as 2
“noumenological” *®® occurrence (ie. an object of purely rational apprehension as opposed
to a phenomenological one). It has even inspired poetie levity ™.

Althongh the relative contributions of sigma and pi character to P-M bonds cannot be
presently ascertained from the results described above, it appears that the ligand field and
M—P stretching frequency data are most consistent with the presence of an amount of pi
character sufficient to dominate the trends in Pq in the Col.43* systems and »(MP) in the
bicyclic phosphite complexes. The observation that the coupling trends are best interpreted
only on sipma inductive grounds certainly does not exclude the presence of pi character in
the P—M bonds. This is reasonable inasmuch as the present theory of coupling regards the
Fermi contact term as the dominant influence. Interestingly, it appears that whereas UV and
IR spectroscopy and ! H NMR chemical shifts yield information on the sum of the sigma
and pi character of the P—M bond, the NMR coupling trends are indicative of the chanpes

in its sipma character.
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