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Table S1.  Summary of HPLC peak retention and eluting buffer data for f,y-methylene
bisphosphonate dGTP analogues 1 - 16

(Column specifications and other HPLC information are given in the main article. See also:

Biochemistry 2008, 47, 870-879 and JACS 2007, 129, 15412-15413.

Compound (#) CXY Retention time (column) Buffer
—————— 3.5 min (C-18) 0.1IN TEAB (2% CH3CN)
dGMP
------ 8 min (SAX) 0-100% 0.5M TEAB gradient
------ 5.5 min (C-18) 0.IN TEAB (2% CH3CN)
dGMP-Morph
—————— 5 min (SAX) 0-100% 0.5M TEAB gradient
dGMP-MBP (1) CH: 16 min (SAX) 0-100% 0.5M TEAB gradient
dGMP-DFBP (2) CF» 17 min (SAX) 0-100% 0.5M TEAB gradient
dGMP-MFBP (3/4) CHF 13 min (SAX) 0-100% 0.5M LiCl gradient
dGMP-DCBP (5) CCh 16 min (SAX) 0-100% 0.5M TEAB gradient
dGMP-MCBP (6/7) CHCI 17 min (SAX) 0-100% 0.5M TEAB gradient
dGMP-MBBP (8/9) CHBr 13 min (SAX) 0-100% 0.5M LiCl gradient
dGMP-EBP (10/11) CH(CHs) 12 min (SAX) 0-100% 0.5M LiCl gradient
dGMP-DMBP (12) C(CHs)2 11 min (SAX) 0-100% 0.5M LiCl gradient
dGMP-FMBP (13/14) CF(CHs) 13 min (SAX) 0-100% 0.5M LiCl gradient
dGMP-FCIBP (15/16) CFCl1 12 min (SAX) 0-100% 0.5M LiCl gradient

Figures S1-S6: HPLC analysis

Reaction mixtures were analyzed by injecting 2-3 uL into the indicated column. The relative intensities
of the weaker spectra have been increased up to 3- fold to aid in peak comparisons. The HPLC data were
visualized using either Chromplot v1.2 (Rainin) or EZStart v7.4 (Shimadzu).
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Figure S1.  HPLC analysis (SAX) of the conversion of dGMP-Morph to 10/11.

Figure S2.  HPLC analysis (SAX) of 10/11 after dual-pass prep. HPLC.

— A\
20.4 mins.

0.0 mins. Chrom. 1

S4



Figure S3.

HPLC analysis (SAX) of the conversion of dGMP-Morph to 12.
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Figure S4.  HPLC analysis (SAX) of 12 after dual-pass prep. HPLC.
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Figure SS.

HPLC analysis (SAX) of the conversion of dGMP-Morph to 13/14.
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Figure S6. HPLC analysis (SAX) of 13/14 after dual-pass prep. HPLC.
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MS Analysis of f,y-methylene analogues of dGTP
Figure S7. © HRMS dGMP-EBP, 10/11
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Figure S8.
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Figure S9.  HRMS dGMP-FMBP, 13/14
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NMR Analysis of #,y-methylene analogues of dGTP
*NOTE* All compounds are isolated as the triethylammonium salt after dual-pass HPLC

'H NMR of dGMP-B,y-EBP, 10/11

PPM

Figure S10.

89¢g'L

051L°Z

L1GT

608°Z

Tt
O B6L'%

Mk Su S

1

8zeg

1608

|

S10



Figure S11.

3IP NMR of dGMP-4,y-EBP, 10/11 ('H decoupled)
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Figure S12. 'H NMR of dGMP-3,y-DMBP, 12
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Figure S13.

3IP NMR of dGMP-4,7-DMBP, 12 (H decoupled)

Eﬁ_ﬁ_ ~__ ___ JL

9.
L L,

i

il g%mi__,_,_a_.___ég.;a__,___g_,__.__ﬂ?_::__.__ﬂ_,;é?5___,_=_,_:__.A___ﬂ_mg..az__g__

i

HO EHo
Qo) o
] 0" Lo-go-gTg-o
HN__N__N O 010
IJZ\ T o
N

L6701
(@]

0z

|

SZ

£80°61

_ 1_;_53.__. f;

80G°ET

S13



Figure S14. 'H NMR of dGMP-B,y-FMBP, 13/14
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Figure S15. 3'P NMR of dGMP-4,-FMBP, 13/14 ('H decoupled)
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19F NMR of dGMP-4,y-FMBP, 13/14
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